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Preface

The title of this work has been carefully chosen to reflect its contents. “Topics’
connotes the fact that the work presents a collection of subjects that, while
they give valuable insights, do not represent a comprehensive account of
the theory of solid materials. “Theory’ means that mathematical modelling
prevails, and discussion of experimental methods and results is largely
absent. ‘Solid Materials’, rather than ‘Solid State Physics’, is meant to
signal that although the author is a physicist by profession, this work
presents aspects of solid state science that are often omitted from, or
unemphasized in, university courses in solid state physics.

All of the material in this work has been taught by me either in third or
fourth year undergraduate university courses, or in a beginning graduate
level course in solid state physics, with two exceptions: the polaron in
Chapter 6, and the one- two- and N-particle density functionals in section
12.7. In my opinion, neither of these topics is above the level of the other
chapters. In academia, a distinction is made between solid state physics,
taught by physics departments, and materials science, often taught in
engineering departments, with a third somewhat distinct viewpoint often
represented in chemistry departments. While I do not claim to have
bridged these distinctions, I have introduced material that has come to my
attention as a result of my research having overlapped areas outside of
traditional solid state physics. Part of my motivation has been to present
material that will tend to nudge the various sub-disciplines to increase
their overlap. In particular, and somewhat simplistically put, I want to
encourage solid state physicists to learn more about topics other than
quantum mechanical features of electronic structure, and other materials
scientists to learn more about such features. Another motivation has been
to focus attention on basic theoretical concepts in the science of solid
materials, to provide a clear understanding of fundamental properties. I
hope that, at least in places, the mathematical approach reflects the connec-
tion with computational simulation which, at its best, can quantitatively
complement experiment in the investigation of solid state properties. That
at least is the intention of Chapter 9 on classical atomistic modelling of
crystals, and of Chapter 11, with its appendix, on point defects in crystals.

Xiii
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Computational simulation is a highly refined and fast developing technique
in the science of materials while, it seems to me, the study of the analytical
mathematical methods upon which much of the relevant software is based
is diminishing. I hope that this work will encourage the student to believe
that the mathematical theory is accessible and, by following through the
derivations, to develop more facility with it. To that end, many of the
derivations are more detailed than is usually found in advanced textbooks.
To keep all this manageable, the physical models upon which the mathema-
tical formulations are based are, to adapt a saying attributed to Einstein, as
simple as possible, but no simpler. A collection of questions, with answers
provided for most of them, is given at the end of the work. Working these
problems will greatly enhance the student’s grasp of the material.

I can claim that each chapter addresses properties and phenomena of
solids that are of basic scientific importance. Some, such as Chapters 1 to
3 on elastic media, and Chapter 8 on phonons, are more traditional than
others. Many other topics are equally basic, and the lecturer who uses this
book as a text may well replace some of its topics with others that he/she
favors. Nevertheless, | believe that the student will be well served by learning
any of the material herein. In order to maintain the clarity of the theoretical
approach, I have largely omitted discussion of ancillary examples and of
experimental methods and results. Chapter 11 is an exception, where the
detailed comparison between a wide range of computed and experimental
results is given to illustrate the value and promise of computational model-
ling, and the essential nature of experiment to that field in providing an
anchor for it. A balanced and comprehensive view of solids requires
further reading and study, and in many chapters I have given references to
works that can provide this. The student’s view needs to be broadened
beyond that of the present work both in terms of the range of basic phenom-
ena, and particularly in terms of experimental methods and phenomenology.

I can only claim that a few chapters are wholly or largely my original
work. These include Chapters 6, 11 and 14 on the polaron, point defects
and charge density waves respectively, and to a lesser degree Chapter 12
on molecular clusters. Otherwise, I have relied largely on ‘golden oldies’,
works of established pedagogical excellence by leaders, or in some cases
giants, in their fields. Chapters 1 to 4 largely follow Landau and Lifshitz’s
Theory of Elasticity for the continuum theory of solids, with important
input from Bhatia and Singh’s Mechanics of Deformable Media. The
introduction to dislocations, Chapter 5, follows closely the classic by the
Weertmans. Chapter 6 includes my own previously unpublished work on
the classical polaron, with an added section on Schafroth’s discussion of
quantization for effective potentials that are velocity-dependent. Chapter 7
on the general quantum theory of solids closely follows an article by
Maradudin in 1962. The simple one-dimensional illustration of phonon
properties in Chapter 8 is modelled on a presentation by Kittel. In
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Chapter 9 I reconstruct an example of classical atomistic modelling by my
former Harwell colleague, John Harding. Classical atomic diffusion in
Chapter 10 closely follows the book by Borg and Dienes. Chapter 11
summarizes most of my research with many collaborators during the past
fifteen years on the computation of point defect properties in insulating
crystals. Chapter 12, on the theoretical foundations of molecular cluster
computations, reflects what I have learned in the course of the computations
of Chapter 11, and incorporates particularly Pryce’s elegant derivation of the
Fock equation, and Thouless’ treatment of many-body perturbation theory,
for correlation. In Chapter 13, the discussion of electron paramagnetism
follows Huang’s Statistical Mechanics, and diamagnetism is discussed
according to Pippard’s brilliant exposition. Chapter 14 on charge density
waves follows a partly pedagogical work of my own from long ago (1964).

Of the fourteen chapters, nine of the first ten are based on classical
physics, the exception being Chapter 7, which lays out the atomistic basis
of materials science in quantum mechanical terms. The preceding six
chapters are based on continuum mechanics, although dislocations in
Chapter 5 require some acknowledgment of atomic structure, and the
polaron in Chapter 6 is a discrete particle, or rather, quasiparticle. These
nine classical chapters might be considered to fall within the field of tra-
ditional materials science, with some overlap into the realm of the traditional
physics of solids. I think that materials physics pedagogy needs to move more
into this area. Chapter 7, although it is quantum mechanical, uses only the
ideas of Schrodinger’s equation and the simple harmonic oscillator. It
should therefore be readily accessible to the materials science student, with
appropriate leadership from the lecturer.

Chapters 11 to 14 are unabashedly quantum mechanical. In my view
they are legitimate fare for students of materials science, but they will
remain closed to such students unless they have training in quantum
mechanics at the level of senior undergraduate physics courses. The possible
exception is parts of Chapter 12, which remain of specialist interest to
quantum chemists and solid state physicists. I believe that the current genera-
tion of materials scientists need to have training in quantum mechanics
because so much of modern materials science is based on quantum mechan-
ical features and properties, and increasingly so. These chapters represent
essentially standard fare for physics students.

The whole fourteen chapters are appropriate for study by physics
students, and probably also for students of materials chemistry. Chapters 1
to 4 were part of a third year half course on the continuum physics of materials
(about 35 hours of lecture in all) that included a sizable component of fluid
mechanics. The first half of Chapter 13, on paramagnetism of the electron
gas, was given as an example of the application of statistical thermodynamics
at the end of a third year full course on thermodynamics. Both these third year
courses (in the honors program in our department, slightly above the level of
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some physics major programs in the US) were also available for fourth year
credit, and for graduate credit. Chapter 8, on phonons, is fairly standard in
fourth year solid state physics courses, and was given as such. Chapters 5, 7,
9, 10, 11 and part of Chapter 12 were given in a fourth year half course on
the atomistic physics of materials, also available for graduate credit. Most of
this material was also given at one time or another in a beginning graduate
course in solid state physics. Diamagnetism of the electron gas (in Chapter
13) and charge density waves (Chapter 14) were also given in this graduate
course. Those who consult the original sources will realize that such material
can only be presented effectively to such students through a major pedagogical
effort, which I hope is reflected in the present work.

The present generation of students in the science of materials have a
huge new opportunity from the developments taking place in the interdisci-
plinary area that overlaps molecular biology and related topics on one side,
and traditional solid state science on the other. To take advantage, students
trained in physics will need to have a special kind of introduction to biology.
Students of biology will need to be given the mathematics and physics to
enable them to understand molecular structure and processes at the
quantum cluster level. Although I have not addressed this issue in the text,
I mention it here because I feel that it is of central importance that all
students of the physical and life sciences now upgrade their training to
include significant new holdings in this overlap area. The responsibility for
this will lie mainly with their teachers. I believe that much of the material
of Chapter 12 will come to be needed by a much wider range of science
students than has been the case in the past.

I am grateful to Miguel A Blanco of the University of Oviedo for providing
the cover illustration, from a computational study of interstitial diffusion
channels in 3-Ga,0;. It is with pleasure and humility that I acknowledge
influences, assistance and support without which this work could not have
been done. I thank my teachers, long ago now, at the University of Manitoba
and at Brandeis University; my research colleagues in the United Kingdom
and the United States, as well as my research students in Canada. All these
are a numerous band, too many to name here, and their much-appreciated
roles have been complex, worthy of an academic autobiography, but here is
not the place for it. I am grateful to the University of Manitoba for having
put before me a steady stream of students who inspired my pedagogical
efforts, and for having supported me as a Senior Scholar during the past two
years; my editor, Tom Spicer, at Institute of Physics Publishing for his patience;
Wanda Klassen of the University of Manitoba for having typed the entire
manuscript and its revisions with enthusiasm and uncanny accuracy; and my
beloved wife, Audrey, for her unflagging support, patience and encouragement.

John M Vail
Winnipeg



Chapter 1

Strain and stress in continuous media

1.1 Introduction

When no external force is applied to a solid object, and it is in equilibrium, it
has some particular shape. When forces are applied, its shape changes. This
effect, referred to as strain, will be defined precisely in section 1.2. For a
segment of material of the object, forces acting upon it may originate
outside the object, or may come from adjacent segments of the material.
Those internal forces that act on the surface of the segment constitute the
so-called stress, which will be precisely defined in section 1.3. Stresses
produce strain; the relationship between the two will be discussed in
section 1.4. Equilibrium will be discussed in section 1.5.

Although we know that a solid is made up of atoms, which in turn
consist of nuclei and electrons, our human senses are incapable of detecting
this fine-scale structure. We can only detect variations in material properties
over a spatial scale that is referred to as macroscopic, let us say over a scale of
the order of a millimetre, or perhaps even as small as 0.01 mm. There are
many circumstances where, from the viewpoint of our human senses, the
material is a continuum. Chapters 1 to 6 describe the properties of solids
in terms of this continuum model. Nevertheless, we shall find that it is
helpful to remember that there is a limiting smallness of scale for all materials
that exist under conditions like those at the earth’s surface (‘terrestrial’ con-
ditions), and this scale corresponds to atomic dimensions, represented by the
angstrom, namely 107" m.

For the purpose of describing the state of a solid throughout its volume
and at its surface, we shall conceptually divide the material up into a very
large number of small volume segments. For the continuum model, these seg-
ments must still be large compared with atomic dimensions (10~'°m), but
small compared with macroscopic dimensions (107> m, let us say). Between
the two regimes there are five orders of magnitude, corresponding to a
linear distance of ~10° atomic diameters. Thus, for example, the small con-
tinuum volume segments might be a thousand atoms in diameter, but yet also
be one hundred thousandth of the diameter of a 1 cc sample of the material.
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In Chapter 9, we shall derive detailed relationships between an atomic-
scale model of a solid, and the continuum model properties.

The content of Chapters 1 to 4 are mainly based on the textbooks by
Landau and Lifshitz (1970) and by Bhatia and Singh (1986).

1.2 Deformation: strain and rotation

Suppose that a sample of solid material has been deformed. In general it
means that the material (the set of atoms) within a small volume at arbitrary
position ¥ has been displaced to a new position (¥+ #(¥)). We therefore
describe the deformation by the displacement field or deformation vector
field i (7). More generally, # may also depend on time: see Chapter 2.

The nature of the deformation is not best described by #(7'), but by the
effect of the deformation on small lengths, areas, and volumes within the
sample. We therefore consider a small vector segment d7 at 7 in the sample.
More precisely, we consider the material (the set of atoms) that coincides
with d7. Throughout this work, we want to limit the discussion to small
deformations. We shall specify more fully what ‘small deformations’
means quantitatively as we go along. One aspect of it is, however, that
under deformation, d7 is deformed mainly into another vector di”’: that is,
the atoms that originally coincided with the straight-line segment dr before
deformation, approximately coincide with the straight-line segment d7’
after deformation. We comment that we use the notation d7’, which properly
refers to an infinitesimal, but which here refers to an entity that is infinitesi-
mal only in the context of a macroscopic scale, but not down to an atomic
scale. The methods of calculus will nevertheless be applied to such entities.

In figure 1.1, the extremities of d7, at ¥ and (¥+ dr’) respectively, are
shown displaced to (¥+ #(r')) and to (¥ + dr + # (¥ + dr’)) respectively. Then

dF' = [F+ dF + @(F + dF)] — [F + @ ()]
= dF + [@(F + dF) — i(7)]

= dF + (d7- V)i (7). (1.1)
L dar’
o
d7/£(7+ dr)
7
7 +dr

Figure 1.1. The effect of the deformation field # () on a segment of material coinciding
with a small vector d7: see equation (1.1).
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The final expression in equation (1.1) comes from the Taylor expansion
of ##(F+ dr’) to first order small quantities, d7. This first-order approximation
corresponds to linear elasticity, which will govern our entire discussion of
continuous media.

In equation (1.1) we have used vector notation, the first of three nota-
tions that will be introduced. The second is index notation:

Equation (1.2) comes from identifying the components of a vector such as dr
by dx; where i = 1, 2, or 3 corresponds to xy, x,, or x3 cartesian components.

Also in equation (1.2), 0; = 0/0x;, and dx; 0, = Z/fl dx; 0;; that is, the
Einstein summation conventlon is applied, in Wthh the summatlon symbol
is omitted, but implied by a repeated index such as j, in a sum such as that
arising from the dot product (d7- ﬁ). Equation (1.2) can be put in a more
suggestive form,

where ¢;; is the Kronecker delta (unity if i = j, zero otherwise); note the
Einstein summation in both terms. In equation (1.3), the quantity du; is a
cartesian tensor of second rank which describes the deformation tensor. We
can then think of (6; + ;) along with the summation process as an
operator that transforms d7 into d7”.

We now introduce the third notation for this work. The elements of a
second-rank cartesian tensor may be displayed in an obvious way as a
three-by-three matrix. Thus we may represent the deformation tensor J;u;
by u, a matrix whose element in row j and column i is d;u;. Quite generally,
we may write

u=(e+1), (1.4)
where ¢ is the symmetric tensor,
g = $(Ou; + Ou;), (1.5)
called the strain tensor, and 4 is the antisymmetric tensor,
=1(0u; — o), (1.6)

called the rotation tensor, for reasons that will become clear shortly. In
the next two subsections we shall see that decomposing u into ¢ and ¢
corresponds to separately identifying the two distinct characteristics of
deformation, namely compression (or dilatation) and shear on one hand,
and rotation on the other, both of which, in general, are position-dependent
in the material. Thus, although our notation will not always show it, ¢ = (¥)
and ¢ = (7). -
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1.2.1 The strain tensor

In this section, consider a deformation such that 1 = 0. In matrix notation
equation (1.2) becomes

dr' = (L +u)-dr (1.7)

where /[ is the identity matrix (diagonal, with unit elements), and dr and dr’
are column matrices with elements dx; (i = 1,2,3), etc. With ¢ =0, this
becomes

dr’ = (dr+¢-dr) (1.8)

Let the coordinate system be the principal axes of ¢; at position 7, i.e. the
coordinate system in which ¢ is diagonal, with diagonal elements e®,
a =1, 2, 3. In this case, at 7, we have from equation (1.8)

dxl, = (1 + &) dx,. (1.9)

(There is no Einstein summation in equation (1.9).) Equation (1.9) has a
simple interpretation: (@ is the fractional elongation (positive or negative)
in the principal-axis direction «:
!/
((Y) — (dx(l - dx(l) 1 10
€ BT (1.10)
Now throughout our presentation of continuum mechanics, we shall be
concerned with the deformation and dynamics of the material in a small
volume (AV') at arbitrary position 7 in the material. Consider here (AV)
which is a small rectangular parallelopiped before deformation,

(AV) = dx; dx, dxs, (L.11)

with edges oriented in the principal-axis directions. From equation (1.9), this
volume becomes (AV')', where

(AV) = (1 + D)1+ D)1+ Dy an). (1.12)
To first-order in the small quantities €, i.e. in z-:(a), we then have
(AVY =14 W +e@ 1 O)Aap). (1.13)

But (' + ¢® + 3} is the sum of diagonal elements of g, defined as the trace
of g, denoted Tr(g). From equation (1.13) we conclude that the fractional
volume change at 7is given by Tr(g):

W: Tr(e). (1.14)
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(@) (b)

— —

dr, dr,

dr, dr,

Figure 1.2. The shear effect of strain element £;, on two orthogonal small vectors d7, and
dr,: see equations (1.16)—(1.19).

We note that this result is independent of coordinate system, and is valid at all
points 7. This is because Tr(g) is a scalar, as is obvious from equation (1.15),

Tr(g)zeii:&uize-ﬁ, (115)

where we note Einstein summation in equation (1.15).

Equations (1.10) and (1.14) above summarize the information about
deformation which is contained in the diagonal elements of €. Now consider
the off-diagonal elements. For simplicity consider the case where € has the
form

0 €12 0
g: €12 0 0. (116)
0o 0 O

Let us examine what such a strain does to two small vectors, perpendicular in
the x;—x, plane (see figure 1.2a). Denote these vectors as

diy =dx, ky,  di =dx, ko, (1.17)

where 131 and 132 are unit vectors in directions x; and x, respectively. Then
from equation (1.8)

1 €12 0 dX1 dX1
Q/l = €12 1 0 0 = €12 Xm
0 0 0 0 0
and similarly
12dxy
dri = | dx,
0

These last two equations are

d?ll = (l%l +812]€2) dxl, dfﬂz = (512151 +kA2) dXZ. (118)
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The vectors di| and di} are shown along with d7, and d7, in figure 1.2b. It is
clear from equations (1.18) that the shear angle v is given, for small ¢/, in
radian measure:

Y= Eq- (1 . 19)

From equation (1.16), with Tr(g) =0, we see that there is no fractional
volume change from ¢,. The reader should show directly that the area sub-
tended by d7| and di} in the x,—x, plane is the same as that subtended by d7,
and d7, but only to first order. Explicitly,

(47} x d75) = (1 = ehy) (ki x k) dxy dxs,
(dFl X d?z) = (l€1 X ]%2) dxl dX2.

1.2.2 The rotation tensor

From the antisymmetry of the rotation tensor #;;, equation (1.6), we see that it

has the matrix form

ij>

0 —-Ry R,
R, R, 0

where
Ry = —ty3 = — 5 (Dyuz — Osu5)
is in fact the x; component of the vector:
R=-Y(Vxu). (1.21)

Similarly 73, and 7, give the x, and x3 components of the vector R, equation
(1.21).

Consider now the special case where ¢ = 0. Then, from equations (1.7)
and (1.4),

dr’ = (dr+¢-dr). (1.22)

But from equation (1.20), - dr is a column vector with elements equal to the
components of (R x dF), i.e.

d7’ = [dF + (R x dF)]. (1.23)

Then, since (dr'- R x dF ) = 0, it follows, to first order in the small quantities

R;, that

|dF'|* = |dF |?, (1.24)

from equation (1.23). This means that a deformation ¢, with ¢ = 0, causes no

compression or dilatation in any direction, and therefore no volume change.

We conclude that, for the most general deformation, to first order, all volume
change is contained in Tr(g), as in equation (1.14).
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(b)

Figure 1.3. (a) The deformation effect of rotation vector R on small vector d7; (b) the plane
orthogonal to R containing (ﬁ x dr’): see equations (1.23)—(1.25).

We now show that equation (1.23) represents a rotation of d¥'through an
angle of |R| radians about the direction of R. It is for this reason that R is
called the rotation vector: through its magnitude and direction it gives the
rotation which deformation ¢, equation (1.20), produces for arbitrary small
vector d7, at any point in the material. In figure 1.3a, we show the vectors
d7 , R, R xdF , and d7 in relation with each other. Now consider the
plane perpendicular to R, looking in the direction of (—ﬁ), figure 1.3b,
which contains the line denoted (drsin 6), that projects di” onto the direction
of R. The point denoted (R) is the intersection of the line of R with this plane;
the points denoted (d7) and (d7’) are the positions d7 and d7’ relative to the
origin 0 (figure 1.3a): they lie in the plane of figure 1.3h. The vector R x dF
also lies in this plane. It is perpendicular to the plane of R and d7, shown
shaded in figure 1.3a. Since this plane is seen edge-on in figure 1.35, R x dr
is perpendicular to the line denoted drsinf, which is part of this plane
edge. Now since |R| is a first-order small quantity compared with
|dF| = dr , the angle ¢ will be small, in general. Then (R x dF) nearly co-
incides with a segment of a circle of radius drsinf centered on the point
(R) in figure 1.3h. Thus in radian measure,

R x dF .
LET LI

7 drsino = IR (125)

But this angle ¢ is the angle by which d¥ must be rotated about the direction
of R (perpendicular to the plane of figure 1.3b), to come into coincidence
with vector d7’. It follows that the deformation ¢, equation (1.20), see also
equations (1.4) and (1.6), accounts only for rotation at a particular point
in the material.

1.3 Forces and stress

When no forces act on a sample of material, it will come to an equilibrium
configuration. Applied forces will then produce deformations, discussed in
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section 1.2. These forces are of two types: forces applied to the surface of
the sample by contact with other matter or radiation, and so-called body
forces arising from external fields, principally electric, magnetic and gravi-
tational. Thus an object at rest and in equilibrium on the earth’s surface
will be deformed relative to its configuration in a gravity-free environment,
such as a space station. Dielectric and magnetic materials will be deformed
in electric and magnetic fields respectively, relative to their equilibrium
field-free configurations. Electrostriction and piezoelectricity, discussed in
section 9.5, are examples of such electrical effects. Very often, but not
always, these body-force effects are negligible. In any case, we shall see
how to incorporate both surface and body forces in our analysis of
deformation.

Consider now a small segment of material internal to the sample.
Suppose this material is deformed by surface and body forces, or as part
of a non-equilibrium process (for example as part of a free-body oscillation:
see Chapter 2). Then this internal segment is subject to forces arising from
contact with the adjacent material in the sample. These forces are basically
interatomic in origin: we therefore refer to them as short-range forces.
They are discussed in more detail in section 9.2. Some internal forces are
not so short-ranged, for example in dielectric media, where the atoms are
actually charged ions, and so-called Madelung forces are present, along
with induced electric dipole effects. In this chapter we consider only truly
short-range internal effects.

Let us consider the short-range internal force acting on a segment of
volume dV of the material. We express it by

dF = f(F)dV

where f(?) is force per unit volume at 7. The total internal force on an
arbitrary volume V' of the material arises from surface effects. The necessary
relationship between volume and surface integrals of this sort is given by
Gauss’s theorem, which for a vector field f as here is

14 S(V)

where
Ji = 90j;. (1.27)

The second-rank cartesian tensor oy; is called the stress tensor. In equation
(1.26), S(V) is the surface that bounds volume V', and n; is the unit
outward normal vector to S(JV), which we shall denote 7 as part of the
vector notation that includes f.

We now show that the stress tensor o is symmetrical, provided the
resultant torque 7 on arbitrary volume V' is due to internal forces only. In
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that case,
F:JVdV(f‘xf). (1.28)
From equation (1.27), this becomes, in index notation,
T = JV dVepxifi = JV dV ejx;010. (1.29)

In equation (1.29), we have used the fact that

(Fxf)i = euxXifi
with Einstein summation convention throughout, where ¢;; is the Levi-
Civita symbol whose value is zero unless i, j and k are all different, and +1
when (i,/, k) is a cyclic or non-cyclic permutation of (1,2,3) respectively.
Integration by parts of the right-hand side of equation (1.29) gives

T = J dS&i/]<Xj01](n[ — J dV€i/-k(a[Xj)0'[k. (130)
S() v
Now since d;x; = ¢, the volume term in equation (1.30) becomes
J dVejo (1.31)
14
whose component for i = 1 is
JV dV(O'32 — 0'23). (132)

Similarly for components i = 2, 3. But since 7;, equation (1.30), is the torque
on volume V' due to internal forces only, and these forces are purely of
surface origin, the volume integral in equations (1.30)—(1.32) must be zero.
It follows that, since V' is arbitrary,

o = 0; (1.33)

ij Jit

Since o;; expresses only internal short-range forces, it does not contribute to
any non-zero torque of external origin, and therefore the symmetry of the
stress tensor, equation (1.33), is not invalidated by such torques.

Just as in section 1.2 we obtained simple physical interpretations for the
elements ¢; of the strain tensor and #;; of the rotation tensor, here we can get a
simple picture of the elements o;; of the stress tensor. Consider a small
segment ds of surface area within the material. Without loss of generality
it may be assumed to be approximately planar and normal to the x; axis,
defined by the unit vector 7;. This surface ds'= dx, dx; 7 is illustrated in
figure 1.4. Now refer to equation (1.26). At some arbitrary interior point
in the material, let ' be a very small volume segment, AV, of which ds is
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a| S

)

Figure 1.4. A segment of surface ds'= dx, dx; 7, part of the boundary of a small volume
AV see equations (1.34).

part of the boundary S(V'). Then approximately
NN

But here 72 = 71, = (1,0,0) is the unit outward normal. Thus the contribution
from d5 = dx, dx;7; to the net force (AV)f is as follows:

to (AV)fy: dsmoy; =dsnoy =dsoy, (1.34a)
to (AV)f, 1 dsmo, =dsop, (1.34b)
to (AV)f3: dsnopz=dsops (1.34¢)
where ds = dx, dx;. From equations (1.34a)—(1.34c) we conclude that oy, (F)

is the force per unit area due to internal forces at ¥ in the 7, direction on an
area segment that lies perpendicular to 7, and oy, and o3 are mutually
orthogonal tangential forces per unit area on such an area segment.
Similar definitions of all the other elements of o;; follow from this discussion.
Clearly the diagonal clements of o refer to compressive or dilatational
forces, and the off-diagonal elements refer to shear forces.

1.4 Linear elasticity

We observe that when forces are applied to a material object, it becomes
deformed. In previous sections we have described this deformation through-
out the material in terms of strain and rotation, and we have described
internal forces of interatomic short-range nature in terms of stress. We
have mentioned body forces, and we now introduce forces of external
origin acting on the physical surface of the material object. Specifically, we
denote the force per unit volume due to body forces of external origin by
b. For example, in the case of gravity,

5(F) = p(F) - (1.35)
where g is the acceleration due to gravity, and p(#) is the mass density of the
material. Similarly, we define a position-dependent pressure, i.e. force per
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unit area, by P (7). Since by definition the force per unit area internally is
given by g according to equations (1.34a)-(1.34c), namely that o;; is the
force per unit area in direction / on a segment of material surface oriented
normal to direction j, we conclude that

P; = njoy;, (1.36)

where the unit vector 7; is outward normal to the physical surface.

Let us now consideg the work done on a material object by body and
surface forces b (7) and P(7) in a reversible, quasi-static process, as required
for classical equilibrium thermodynamics (see for example Pippard, 1964).
Denote it AW:

4 S(V)
From equation (1.36) and Gauss’s theorem,

J ds Pl(Aul) = ds njaﬂ(Aul)
s(V) S(V)

=, dV 9 [ou(Auw,)]

|, dV[(9;05)(Aw;) + 00;( Au)]. (1.38)

But d;0;; = f;, the internal force per unit volume (see equations (1.26)—~(1.27)).

Thus, from equations (1.37) and (1.38),
AW = J AV {(b +£;) (Auy) + 0,0, Du) ). (1.39)
v

In equation (1.39), the first term is the total work done on the material due to
the combination of external body forces » and internal forces f. But in a
quasi-static process, these forces are in equilibrium throughout, so their
sum must be zero for the particular deformation (Aw;) discussed here. We
therefore conclude that

V

We can express equation (1.40) in terms of strain, as follows:
0;;0;(Au;) = 0 A(Ou;)
= 3 {0y AOu;) + 0, A(ju;) }
= 3{0y[AGu;) + AOu;)]}
= 0; A% (O + Ou;)} = 0 A(g). (1.41)
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In equation (1.41) we have used the symmetry of 0, equation (1.33), and the
definition of ¢;, equation (1.5), and have interchanged summation indices
i and j in one term. Thus, for a homogeneous system, or for a small,
approximately homogeneous segment of a system, the combined first and
second laws of thermodynamics takes the form

AU = {T(AS) + AW}
= {T(AS) + 0;(Ac;)}, (1.42)

where in equation (1.42) the extensive quantities U, W and S are here taken
to be per unit volume: see equations (1.40) and (1.41). In equation (1.42), U is
the internal energy, 7' is Kelvin temperature, and S is entropy.

1.4.1 Hooke’s law

Now, for the moment, ignore thermodynamic conditions, and consider strain
€ produced by stress o. For a stable system, a non-zero stress is required to
produce a non-zero strain. In general, o is a material-dependent function
of €, i.e. a function of six variables, namely the six independent elements of
e. For small strain ¢, this relationship is approximately linear:

Ojj = Cijki€ki- (1.43)

The material-dependent fourth rank cartesian tensor ¢y, is the elastic con-
stant tensor. The approximate linear relationship, equation (1.43), is
known as Hooke’s law. For a homogeneous system, c;;; is independent of
position 7: we shall assume homogeneity in what follows. The tensor c¢;y,
has 3* = 81 elements, but the symmetry of ¢ and of £ means that a much
smaller number are independent, as we shall see. -

A mathematically convenient reformulation of stress, strain, and
Hooke’s law takes advantage of the symmetry of o and e. It is based on

the Voigt notation, as follows. Define 0, and ¢, (n = 1,...,6):
01 =01 €1 =€
0y =02 € =¢€&x
03 = 033 €3 =¢€33
04 =02 &4 =26
05 = 03] 5 = 2e3
06 = 012 g6 = 212 (1.44)

In equations (1.44) note particularly the factors of 2 in ¢4, 5 and €4. From
equation (1.42), this enables us to write the energy density increment:

6
dW =0;dey = 0, de, (1.45)

n=1
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From equation (1.45) in Voigt notation, we conclude that

g?: =0, (1.46)
and
2 2
agam g/g,, - gg - %Zj - afn g; ' (1.47)
But from Hooke’s law we can write
0= Comlm: (1.48)
n

where ¢, are elastic constants in Voigt notation. The matrix ¢, is 6 X 6; it
has 36 elements. Furthermore, from equations (1.48) and (1.47),

do, 0o,
ag}n - aEn - (’ﬂlﬂ'
Equation (1.49) shows that ¢, is symmetrical. It therefore has at most
S, =21 independent elements, a large reduction from the 81 elements
of ¢;x;, equation (1.43).

In terms of Hooke’s law, equation (1.48), we now have the work per unit
volume associated with an infinitesimal strain, from equation (1.45):

dw = Z ComEm de,. (1.50)
nm

c nm —

(1.49)

Clearly, in this approximation, the energy density is a homogenecous
expression of second-order in the elements of ¢,. From Euler’s theorem on
homogeneous functions,

Zena—W:2W. (1.51)

From equations (1.46) and (1.48) this becomes

W = %Z €40, = %Z ComEmEn- (1.52)
n nm

Such a second-order approximation to the energy density is called the

harmonic approximation, equivalent to the approximation of linear elasticity

embodied in Hooke’s law.

1.4.2 Isotropic media

We now consider an isotropic material, and refer to the elastic constant
tensor ¢;;; defined in equation (1.43). For an isotropic solid, the measured
elastic constants must be independent of coordinate system: they must be
scalars. The same kind of derivation that led to equation (1.52) for the
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energy density in Voigt notation leads to
W = %C!‘jkjé'”é‘k[. (153)

But if the elastic constants are scalar, then they must be multiplied by those
sets of second-order terms in elements of ¢ that are scalars. Thus only the
first- and second-order scalar invariants of £ must be involved, the first
squared and the second standing alone. B

The first three orders of scalar invariants of a second-rank tensor can be
obtained as follows. Consider

B=(e+D), (1.54)

where [ is the identity and 7 is a scalar. If we evaluate the determinant, we
obtain

det(B) = {det(e) + 70 + YA +7’} (1.55)

where
0 = {(e11602 + enes3 +e3en) — (€12 + €23 +e31) }, (1.56)

and A = Tr(g), see equations (1.14) and (1.15). In equation (1.55), since 72 is
scalar, so must all other terms be, namely A,  and det(g). We conclude that,
with only scalar elastic constants in equation (1.53) for isotropic media,

W = (aA* + bh) (1.57)

where a and b are scalar elastic constants, i.e. there are only two of them
which are independently measurable.

It is conventional to write equation (1.57) in terms of a more appealing
form than 6, equation (1.56): this leads us to the so-called Lameé elastic
constants \ and p, in place of @ and b. It is based on the recognition that
A? and 0 can be combined as follows:

(A% —20) = ¢e;. (1.58)
The proof is straightforward:
A’ = Eii€ji
= {(eh + e +33) + 2(e11em + EnEn +EnzEn)}

Combining this with equation (1.56) for 6, using the symmetry ¢; = ¢;; then
leads to equation (1.58). Thus equation (1.57) becomes
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or
W = {%)\Eii&—jj + /,LEUEU}
where
IN=(a+%ib) and p=-1b. (1.59)

We next use the Voigt notation, equation (1.44), to obtain the elastic
constants as in equation (1.49) with equation (1.46):

oy = 88?: (1.46)
do
Com = 85:1. (1.49)
From equation (1.59)
o =0y :gTV:: AA 4+ 2peyy
= Aen +exn +e3) +2uey
or or = (A+2p)e; + A&y + £3). (1.60)
Similarly
oy = (A+2p)er + ez + ). (1.61)
o3 = (A +2ues + Mgy +&7). (1.62)
Also
w
04 =023 = @ = 2puery = peg,

and similarly o5 = pues and o4 = pueg. Returning to equation (1.49) above,
with equation (1.60),

do
11 :87511: (A+2u)
and similarly for ¢,, and ¢33, from equations (1.61) and (1.62). Also
80'4

Cpyp = —— =
44 Deq K,
and similarly for ¢s5 and ¢gq. Furthermore,
80'1
cp=—=2A
2= B,
and similarly for ¢,3 and ¢3;. Also

4 =0 except for n =4,
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and similarly for ¢s, and ¢g,. In matrix form we therefore have

(A +2p) A A 00 0
A (A +2p) A 00 0

o A A (A+24) 0 0 0 (163
= 0 0 0 @ 0 0
0 0 0 0 u 0
0 0 0 0 0 p

In summary, for an isotropic material,
¢ =cn =c33=(A+2p),
Cly =3 =31 = A,
C44 = Cs55 = Co6 = M-
From these we note the so-called Cauchy relation:
e = (c12 + 2c44). (1.64)

This general result can be used as a test for detailed calculations based on
approximate models and computational methods, as for an atomistic
model (see Chapter 9, for example), when applied to a cubic crystal.
Landau and Liftshitz (1970) discuss the criterion for equation (1.64) to be
applicable to a cubic crystalline material (p. 42).

1.4.3 Elastic moduli

In this section we discuss elastic moduli that are commonly used to describe
isotropic bulk solids. The first of these is Poisson’s ratio: the magnitude of the
ratio of lateral to longitudinal strain. Suppose that the material is simply
stretched in the x; direction: o; > 0, and o, =0 (k # 1). From isotropy,
€, = €3, and applying this to equation (1.48) with the isotropic Voigt
elastic constants from equation (1.63), we obtain

g1 = ()\‘FZM)E] +2>\52, (165)
0=Xe; +2(A + p)es. (1.66)
If we denote Poisson’s ratio by v, then from equation (1.66) we get
S5 A
=——"=— 1.67

From equations (1.65) and (1.66) together we get so-called Young’s modulus,
denoted E,

o p(2u+3))

p= AT A
S (A+p)

(1.68)
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We next discuss compressibility K or bulk modulus B = K. By defini-
tion, the compressibility is the magnitude of fractional volume change per
unit pressure change. Since increasing pressure produces decreasing
volume (at least for hydrostatic, or isotropic pressure),

1 /oV
K=——{(—. 1.69
v < op > (1.69)
Now in terms of strain, equation (1.14) gives,
67V = Tr(dg). (1.70)

where 6 is a small change of volume V. For bulk properties, the volume
segment (AV) in equation (1.14) becomes the total volume V' here. Now,
for hydrostatic pressure, from the discussion following equations (1.34) we
conclude that

oy = —pbj, (1.71)
or, in Voigt notation,
O =—p (k=1,2,3). (1.72)

Where we consider an infinitesimal volume change 61 as in equation (1.70)
above, let it be induced by an infinitesimal pressure change op:

bo, = —bp (k=1,2,3) (1.73)
b0, =0 (k=4,5,6) (1.74)

If we now apply the relationship
80, =Y CambEp (1.75)

nm

and use the isotropy results, equations (1.63), (1.73) and (1.75), we obtain
simply

boy = —86p = (BA+ 2u)de;. (1.76)
We conclude that the compressibility K, equation (1.69), is given by

1 /6V 1
K=——|——|=— —
op < |4 ) (3N +2p)dg; 301

or
K=M\+3)'=B"" (1.77)

In arriving at equation (1.77) we have used equation (1.70) with equation
(1.76).

Finally we introduce the shear modulus G. It is defined by the shear stress
per unit angular deformation. The shear deformation is illustrated in figure



18 Strain and stress in continuous media

1.2b; the angular deformation is (2) or, from equation (1.19), approximately
(2e1,) = g4 in Voigt notation (see equations (1.44)). The shear stress is given
by o (i # j): see equations (1.34b), (1.34¢). In Voigt notation, with isotropy,
o; =0y (k=4,5,6) for i #j. Consider the case op =0 (k=1,2,3) with
op =04 #0 (K =4,5,6). Then equations (1.48) and (1.63), the strain—
stress relations with isotropy, give

Oy = 4. (1.78)
Thus for the shear modulus G we have

2y) 2v) &

From equation (1.79) we see that the Lamé constant y is simply the shear
modulus.

G— 012 _ 04 (/L54)' (179)

1.4.4 Stability conditions

Let us consider stability of equilibrium at constant temperature. The com-
bined first and second laws of thermodynamics can then be examined in
terms of the Helmholtz free energy F. Specifically,

dF = (=SdT +dw). (1.80)
The stability condition is then that F increases with any possible change of

state. At constant temperature, this becomes that ' must increase with
any deformation. Now for isotropic media we had

W= (% AEi€j; + HEE ) (1.59)

This is clearly positive definite for € # 0, if A > 0 and p > 0, for it is of the
form -

Wz{%mf+u§y%M} (1.81)
.

It is not clear that A and p are both positive, however, because (5,-,-)2 and
Za,g(ea@)z are not independent. Certainly, if the diagonal elements of ¢
are all zero, the deformation is a pure shear, and

W=pn Z Eiﬁa (1.82)
a#

which for W > 0 requires u > 0. For a hydrostatic compression without
shear, we note that, in principal axes, the off-diagonal elements £ will be
zero, and the diagonal elements @ will be equal. In that case we have

W= IAG) + uf3(E)))

= 3{EA+ W ED, (1.83)



Linear elasticity 19

which requires

(A+3u)=B>0. (1.84)
In equation (1.84) we have used equation (1.77). We therefore have

B >0, >0, (1.85)

i.e. bulk and shear moduli are both positive.

It remains to determine the constraints on Poisson’s ratio v, equation
(1.67), and Young’s modulus E, equation (1.68). The reader can show,
though it may be tedious, that from equations (1.67), (1.68) and (1.77)

E E

B=——"— and

3(1 - 2v) P+ (1.86)

Now, in equation (1.68) for E, we note first that (2u + 3\) > 0, equation
(1.84), and then again from equation (1.84) with B > 0 and p > 0, equation
(1.85), that (A + p) = (B+ 1) > 0. Thus

E>0. (1.87)

From the definition of Young’s modulus, equation (1.68), this simply says
that for isotropic elastic media, tension always results in stretching, never
contraction. Then from B in equation (1.86) with B > 0, E > 0 [equations
(1.85) and (1.87)] we have

(I1-2v)>0 or V<3 (1.88)
and also from p in equation (1.86), with u > 0, E > 0,
(I4+v)>0 or v>—l. (1.89)

From equation (1.86) we see that with v < %, we have the compressibility
K = B! ~ 0. That is, for a nearly incompressible medium, Poisson’s ratio
is nearly 1.

While negative values of v, indicating lateral swelling under longitudinal
tension, used to be thought not to exist in practice (see Landau and Lifshitz,
1970, p. 14, first footnote), this is no longer the case. Materials with v < 0 are
referred to as auxetic, and are now the subject of much experimental and
theoretical analysis. A representative reference is Baughman ez al. (1998),
which analyses a wide range of cubic crystalline solids, while giving references
to works on many types of more exotic materials. For anisotropic materials, it
is also possible for v to be greater than 0.5, the theoretical limit for cubic
crystals being 2.0, with values at least up to 1.68 having been deduced. Of
most interest for the case discussed in this section, namely isotropic materials,
is the fact that at least one such material has been found to have v < 0. Lakes
(1987) has produced open-celled polymer foams, which are isotropic, with
Poisson’s ratios ranging down to —0.7. Both of the papers cited in this
paragraph are highly recommended to the reader.
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1.5 Equilibrium

We now consider what the condition for equilibrium requires of the
deformation field (7). The condition is simply that, in the absence of
body forces, the force per unit volume, f (), equation (1.27), should be zero

0,05 = 0. (1.90)
For linear elasticity in an isotropic material, we begin with equation (1.59):
W =3Xeigj + Hejey. (1.91)
From equation (1.45) we deduce the analogue of equation (1.46)
o = ?)Z. (1.92)
From equations (1.91) and (1.92):
05 = (Aegwbyj + 2puey;). (1.93)
To apply this in equation (1.90) we note that
ai(gkkézj) = 51‘]'3/@/( = Oj€rk-
We now introduce #(7) through equation (1.5), and obtain:
Oier = OiOkuy
and
Oy = 5(0,0; + 0,0u;).
Thus the equilibrium condition, equation (1.90), is
A0;Ouy. + p(0;0u; + 0;0u;) = 0
or
(A + 14)0;(Oguy) + pd;Ou; = 0. (1.94)
In vector notation, this is simply
A+ )V (Vi) + pVi = 0. (1.95)

This second-order, linear, homogeneous partial differential equation, with
the appropriate boundary condition, equation (1.36), gives us the deforma-
tion of a solid material in the absence of external body forces. For future
reference, we write equation (1.95) in an alternative form, using the vector
relationship

Vx(Vxi)=V(V-ii)— Vi (1.96)
We then obtain

—

A+ 2p)V(V-il) — puV x (V xii) = 0. (1.97)
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Solution of equation (1.97), to determine the deformation field & (7), requires
specific boundary conditions, typified by equation (1.36). Body forces may
also be added to equations (1.90), (1.95) and (1.97). Such solutions can be
carried out analytically for many systems that have high symmetry, in
terms of the special functions of mathematical physics. Many older text-
books contain much material of this sort. Excellent representative references
are Green and Zerna (1968) and Sokolnikoff (1956). Currently, detailed
analyses by computational methods are carried out using programs that
incorporate the special functions for high-symmetry cases, and that use
quite different methods for more general cases. Such work can be found in
the periodical Computer Methods in Applied Mechanics and Engineering
(North-Holland, Amsterdam). In section 5.3 we apply and discuss the
equilibrium condition in relation to edge and screw dislocations.



Chapter 2

Wave propagation in continuous media

2.1 Introduction

In Chapter 1 we introduced time-independent deformation of a continuous
solid. In this chapter we shall see the fundamental time-dependent deforma-
tions that can occur in an infinite continuous medium. In Chapter 4 we shall
see the characteristic effect of an infinite planar surface upon the deformation
dynamics. The fundamental dynamical entities are, of course, waves, whose
combinations and interactions are as rich and significant in the field of elastic
properties as they are in the field of electromagnetism, and in all other field
theories. Amongst the results that we shall obtain is the existence of two dis-
tinct speeds of wave propagation. Before any of this, we must discuss in
section 2.2 the fact that any vector field in an infinite medium, dropping
faster than (distance) ! at large distance, consists of irrotational and shear
components. In section 2.3 we derive the equation of motion in the
absence of thermal effects. In section 2.4 we determine the propagation
speeds of irrotational and shear waves.

As we mentioned in Chapter 1, the contents of this chapter are largely
based on the textbooks by Landau and Lifshitz (1970) and Bhatia and
Singh (1986).

2.2 Vector fields

For an arbitrary vector field f (7'), recall the relationship of equation (1.96)
whence

VS =V(V-f)=Vx(Vxf) (2.1)
Recall also the representation of a Dirac delta function in the form

I -1 1
o(F —7") :Evz =7

/"

22
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This result is most easily seen from electrostatics. Consider Maxwell’s
equation,
g.5-20) : (2.3)
o
where E is the electric field due to a charge distribution p(7), and &, is the
permittivity of free space. For a unit point charge, p(¥) = 6(¥), the applica-
tion of Gauss’s theorem easily leads to Coulomb’s law,

—

E(F) ="

. 2.4
Areyr? (24)

The above generalizes to the case of the electric field at #’ due to a unit point
charge at 7,

6/-E_"(7'): | <. < Fl—F )5(;’ —r)7 (2.5)

47TEO |r —_ F|3 <0

where (6’ - ) is div:grgence wigh respect to components of 7', and for a func-
tion of (' —7), (V'+) = (=V.). It follows from equation (2.5) that

_1e =7

-
(F=7) =4 P (2.6)
and since
(F—7") |
=-V 2.7
|’—,'_,—,»/|3 |’—;_ f'/l’ ( )

we obtain equation (2.2) from equations (2.6) and (2.7). Note that while this
derivation is motivated by electrostatics, it does not depend on electrostatics.
We now consider an arbitrary vector field F (), and write

F(F)= J d&*r'F(76(F—F7')

and use equations (2.2) and (2.1) to obtain

F(F)= _J d*rF (7" Lo 1

ar =7
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Now in general V x (V) =0 and V- (V x 4) = 0. It then follows from
equation (2.8) that

—

F(F) = {FL(F) + Fr(7)}, (2.10)
where

FL=Vo—VxF =0 (2.11)
and

Fr=VxAd—V-Fr=0. (2.12)

Equations (2.10)~(2.12) are the important result, that a vector field F @ )
the sum of a curl-less part and a div-less part, given respectively by V<p
and V x A. Furthermore, ¢ and A are determined explicitly, for glven
F, by equations (2.9), and the integrals in equations (2.9) exist if F (F)
drops off faster than r~' for large r. In the context of continuous media,
equations (2.10)—(2.12) given us the result that the time-dependent distortion
field (7, t) has the form

u(r,t) = (U (7, 1) + (7, 1)], (2.13)
where

Vi, =0, V-iir=0. (2.14)

The notations L (longitudinal) and T (transverse) will be understandable
after section 2.3. More details of the above derivation can be found in the
work by Morse and Feshbach (1953), section 1.5, pp. 52-54. In particular,
for F (7) as defined, it is not hard to show that equations (2.9) reduce to

2/ =/ r 3. “/."7/
g(,—:):Jd [V|FXF()] Jd’[VF()] (2.15)

T N N

(see Appendlx to thls chapter) From equatlons (2.15) it follows that,
if VxF=0and V-F=0 everywhere, then A and p are also, as are
F; and Fr, equations (2.11) and (2.12), whence from equation (2.10) F
itself is identically zero.

2.3 Equation of motion
We limit our discussion to isotropic elastic solids. Recall from Chapter 1 that
the force per unit volume £ is given, from equations (1.27) and (1.95), as

F =[O+ (Vi) + pv7i), (2.16)

and this will not be zero for a time-dependent system where # = i (7, t). For
future use, we rewrite equation (2.16), using equation (1.96), as

F=1A+p)V x (Vxi)+ \+2u)V3iil. (2.17)
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In equations (2.16) and (2.17), A and p are the Lamé¢ elastic constants: see the
discussion of equations (1.58) and (1.59).

The equation of motion for the medium is now obtained from Newton’s
second law of mechanics in the form

f = pa, (2.18)
where p is the mass density and & is the acceleration. We must be careful
in applying equation (2.18) to the continuous medium, because we must
distinguish between the position of a segment of mass, whose motion is
governed by equation (2.18), and the general position vector 7 in the
medium. We shall be dealing with the force per unit volume f at a point ¥
in the medium: from equation (2.17) or (2.18), since # = (¥, ), we have
f =f(7.1). Thus f (¥, 1) accelerates the material at 7. Denote the position of
this material at time ¢ by 7,(7). What is the change of r,(f) in time
At = 0? There are two contributions, in first order. One comes from the
explicit time dependence of #(F, ¢):

(Af;n)l = [ﬁ(Fm(Z)a 1+ Al) - ﬁ('_';n(t)v l)] (219)
The other comes from the fact that at time ¢ the material is in motion:
(Af;n)Z - [ﬁ(Fm(Z + At)v t) - I’_[(Fm(t)v t]' (220)

We now evaluate the total displacement A7,, from equations (2.19) and
(2.20):

Ar_';n = [(A’T;11)1 + (A'_';n)ﬂ' (221)

In this way we arrive at the velocity field (7, 7) of the material:

L . A7,
50,0 = Jim ()

_ { lim [ﬁ(?m(Z)v [+ Al) — "_[(Fm(t)7 t)]

Ar—0 At

¢ i, 2800 TG00 (o
Since
AFy = [Pt + A1) = 7y (1)],
we identify equation (2.22) as
U(rn(0), 1) = % i@ (P (1), 1) + (5 ¥V, )il (7o (1), 1), (2.23)

where V,, is grad with respect to 7,,. But 7, is the position of the material
being acted on by f (7, ¢). Thus we must now identify ¥and 7,,. From equation
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(2.23) we conclude that

T(F 1) = <§[+5-6>ﬁ(7, ). (2.24)
The operator
0 _=\_D
(81+v~v> =D, (2.25)

is called the material time derivative: it gives the time rate of change of a
property (in this case the displacement) of a segment of material at point 7
in the medium, at time 7. We therefore conclude that the acceleration
d (7, t) of the segment of material is

DV [0 -\’
i=—=|—+7- il 2.26
a=5, ( 8l+v V) i, (2.26)
from equations (2.24) and (2.25). Accordingly, the equation of motion,
equation (2.18), becomes

2

f=p<9+5.6) i, (2.27)
ot

with f given by equations (2.16) or (2.17) for an elastic solid. In equation

(2.27), f, p, U and i are all functions of (7, ¢).

For an elastic solid, we are assuming that deformation # is a first-order
small quantity. We now further assume that the velocity field is first-order
small. This will be valid, given small displacements, if elastic constants are
not too strong, in the absence of external forces. In that case, the equation
of motion, equation (2.27), reduces to

. 9*
f=post (2.28)

The linear approximation has the effect of neglecting any contribution to the
dynamics from the terms in (¥- @) in equation (2.27). These are the terms
that represent a contribution to time rates of change due to motion of the
material, as discussed following equation (2.20).

Finally, we note that deviations of the density p(F, ) from the mean
density p, are first-order small, and therefore are to be neglected in equation
(2.28). We see this as follows. Consider a small quantity of material which
when undeformed has volume V. Its total mass is (pyV,). When it is
deformed, it has volume V' and density p(F, ¢), if it is located at position 7
at time ¢. Thus,
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Now from our discussion of strain, in Chapter 1, we saw, equations (1.14)
and (1.15),

V=V

= V.. (2.30)
Thus, from equations (2.29) and (2.30),
oV =p(Vo+ VV-ii) = p V. (2.31)

But to zeroth order, neglecting the term in V -ii, we have from equation
(2.31)

p = po, (2.32)

and this approximation is adequate to maintain the right-hand side of
equation (2.28) at first order. Thus, combining equations (2.16), (2.28) and
(2.32), we have the equation of motion,

0% .o
{;Nzﬁ— 0 a—:+ A+ u)V(V-ﬁ)} =0 (2.33)

and similarly, from equation (2.17),

il
2~
{()\+2u)V U="ro5a
Equations (2.33) and (2.34) are clearly wave-like equations for the dynamical
behavior of the deformation #(F, 7) of an isotropic elastic solid continuum in
the absence of external forces.

+ A+ 1)V x (V x ﬁ)} =0. (2.34)

2.4 Wave propagation

2.4.1 Shear and rotational waves

Equation (2.33) for the deformation dynamics reduces to the simple wave
equation if V-ii = 0. From equations (1.14) and (1.15), this is the condition
for a wave that involves no volume change anywhere in the medium. Such
deformations were shown in Chapter 1 to be characteristic of local shears
and rotations (end of section 1.2.1 and equation (1.24) and discussion
there). Such waves are therefore referred to as shear or rotational waves. In
that case we have, from equation (2.33) with V-i=0,

(v2 L a—2),:20 (2.35)

v O
where

vr = (1/po)"” (2.36)
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is the propagation speed_)of the wave. If we operate from the left on equation
(2.35) with (Jcurl) = (3 V), we obtain:

1
v - R=0 2.37
(- 5m )R (237)
where R = ——V x i is the rotation deﬁned and discussed in sectlon 1.2.2.

We therefore see that both shear # (with V il = 0) and rotation R propagate
with speed vr, equation (2.36).

The wave equation (2.35) has plane wave solutions. Linear combi-
nations of plane waves are also solutions, where the linear coefficients are
determined by initial and boundary conditions. Consider

itr(F, 1) = éx expli(k - F — wi)], (2.38)

where ét is a unit polarization vector, k is the propagation vector giving both
direction of propagation and wavelength A = 27/k, and w is the angular
frequency of the wave (27 x normal frequency). Substituting # from
equation (2.38) into the wave equation (2.35) gives simply

W2
(-#+%) -0
UT

whence the so-called dispersion relation for shear and rotational waves:
UJT(k) = ’UTk, (239)

giving the specific relationship between frequency and wavelength for such a
wave in such a medium. The condition V -# = 0 becomes, from equation
(2.38),

k-ép =0, (2.40)

which shows that the polarization ér (i.e. direction of displacement) of such a
wave is perpendicular, or transverse, to the direction of propagation k. This
is why the subscript T, for transverse, has been used here, and in equations
(2.10) and (2.12). The interpretation that the field with V - il = 0 is transverse
applies only to the present case, for a wave in an infinite medium. We shall see
in Chapter 4 that the div-less part of a surface wave is not purely transverse.

2.4.2 Dilatational or irrotational waves

Consider now a deformation field for which V x i = 0: it is irrotational, since
then R = 0; see equation (1.21). In this case the form of equation (2.34) for
the motion is convenient. It reduces to

<v21 ‘92>ﬁ0 (2.41)

2 2
vy Ot
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where
oL = [\ +202)/po] (2.42)
is the propagation speed. Note, from equations (2.36) and (2.42),
v, > UT. (2.43)

Now, if we operate on equation (2.41) from the left with div = (@ -), we
obtain

<v2—12 52)(6-5):0. (2.44)

From equation (2.30), and in Chapter 1, we saw that (6 -4 ) is the fractional
volume change, which we refer to as the dilatation, allowing it to be positive
or negative where, in ordinary language, negative dilatation is simply com-
pression. Thus we see from equations (2.41) and (2.44) that dilatational
waves i with V x @ = 0, and dilatation (V - @) itself, propagate with speed
v, > vT, equation (2.43).

Again consider plane-wave solutions of equation (2.41), where now

i(F 1) = ép expli (k F—wt)]. (2.45)
We obtain the dispersion relation,

Regarding equations (2.39) and (2.46), we see that there are two dispersion
relations, one for rotational and another for irrotational waves, both
linear, the latter having a greater slope, due to the condition v; > vy, equa-
tion (2.43). Because of the continuum approximation, the range of k-values is
continuous from zero to infinity, corresponding to wavelengths from infinity
to zero. These dispersion relations are illustrated in figure 2.1. For a real
solid, since the material has atomic structure, there is cha_qacteristically a
shortest wavelength, and thus a largest propagation vector k. Furthermore,
the dispersion relation for a material consisting of discrete atoms is not
linear. These matters are discussed further in Chapter 8, and illustrated in
figure 8.1.

Applied to plane waves, equation (2.45), the irrotational condition
(V x i) =0 gives

(k% ép)=0. (2.47)

This shows that the deformation is polarized in a direction é; which is
parallel to the propagation direction given by k. Thus, for an infinite
medium, irrotational waves are longitudinal, whence the notation L in this
section, and in equations (2.10) and (2.11). The interpretation that the
curl-less component of a wave is longitudinal does not carry over to other
cases, however, as will be seen in Chapter 4 on surface waves.
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()

0 > k

Figure 2.1. Dispersion relations wr (k) and wy (k) for angular frequencies of transverse (T)
and longitudinal (L) components of travelling waves in an infinite, continuous homo-
geneous, isotropic, elastic medium: see equations (2.36) and (2.39), and (2.42) and (2.46)
respectively, with equation (2.43).

2.4.3 General discussion

So far, we have considered only waves for which either (V-@) =0 or
(V x i) =0. Now consider the general case, where neither of these
conditions is satisfied. From the discussion of section 2.2, it nevertheless
follows that

u(r, 1) = [u (v, 1) + uir (7, 1)] (2.48)
where
(V-iir) =0, (Vxi)=0. (2.49)

We shall show that, even when neither i or uy is zero, the two components
of # still propagate independently with the characteristic speeds v; and vy
respectively.

The proof depends on the fact that if (V x F) = 0 and (V- F ) = 0 then
F=0 everywhere. First, substitute equation (2.48) into equation (2.33).
Then we have

{(uV? = po07) (i, + iir) + (A + p)V(V +ii )} =0, (2.50)

having used (V-i;) =0, and having introduced the notation 9, = 9/01.
Operating on equation (2.50) from the left with (Vx), we get

V x {(uV* = pod} Jiir} = 0, (2.51)

having used (V xii)=0 and V x V® =0 for arbitrary ®, where here
® = (V-uy). Furthermore,

VA1V = pod})iir} = (uV? = po0})(V - iir) = 0, (2.52)

since (V -iip) = 0. It follows that the quantity in { } brackets in equations
(2.51) and (2.52) is zero everywhere, since its curl and its div are both zero.
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Thus
1
(v2 - a%) ity =0, (2.53)
Ut

i.e. ¥t in equation (2.48) propagates with speed vy, independent of #; . Simi-
larly, substitute equation (2.48) into equation (2.34) and operate from the left

—

with div = (V). Then
VAl +2)V? = pod; i} = 0, (2.54)

having used (V xii)=0and V-(V x a@) =0 for arbitrary &, where here
d = (V x iir). Furthermore,

VoAl +20) V2 = oo}y = [(A+20) V2 = pod7](V x i) = 0. (2.55)

It follows from equations (2.54) and (2.55) that the quantity in { } brackets is
zero everywhere, since its div and curl are both zero:

1
(VZ - a?) i =0, (2.56)
L

so that #} in equation (2.48) propagates with speed v, independent of uy.
To summarize, an arbitrary wave motion # (7, r) has components #; and iy
that propagate at different speeds v; and vt respectively, independent of
each other. In an infinite medium it is the longitudinal and transverse
components of the wave that are propagating with these particular speeds.
More generally, it is the curl-less and div-less parts of the wave that propa-
gate this way.

In this chapter, it is the wave motion of an infinite, isotropic, continuous
elastic medium that we have analysed. This is essential underpinning for all
kinds of properties and processes of systems that may be realistically related
to such a medium. Thus these waves will in practice be studied in connection
with equilibrium and non-equilibrium thermal properties (Chapter 3), with
surfaces (Chapter 4) and interfaces, with extended defects (Chapter 5), and
with electronic properties (Chapter 6). Their counterparts in atomically mod-
elled systems (Chapters 7 and 8) are equally important in all the above con-
texts, as well as for point defects (Chapter 11), for charge density waves
(Chapter 14) and superconductivity, and for interactions of condensed
matter with quantum-mechanical probes such as photons and neutrons.

Appendix to Chapter 2

Consider the first integral in equation (2.9):

3.0 ol
/I(f')zﬁxjd’ F(’),|.

(A2.1)

dr |F—7
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The curl operator (V) acts only on 7in (|7 — 7’| "), so far as differentiation
is concerned. In fact, in general,

V x (g(F)F(F)) ={(Vgx F)+g(V x F)}, (A2.2)
whence
V x (g(F)F (7)) = Vg(F) x F (7). (A2.3)
Thus, equation (A2.1) is
N d3‘, . 1 L,
AF) = J4;V<7—7’|> « F(7) (A2.4)
d3r/ =/ 1 =
= _JHV<|7—7'|> x F (7). (A2.5)

We can apply equation (A2.2) to equation (A2.5):

. & = F() & (V' x F(7)
AF)=—-|—V T — == ). A2.6
n=-] V(7 m)+ | (F7) @
The first integral in equation (A2.6) can be transformed into a surface inte-
gral, by Gauss’s theorem,

J &'V % (ﬂ) :% ds' A’ x <ﬂ> (A2.7)
: )~ ) |

where 7’ is the unit outward normal vector to S. For an infinite volume ¥, the
surface S is at infinity. The integrand will be zero there, provided

==/
lim (%) ~0, (A2.8)
Fl— o0 r—r
i.e. provided that for large 7
F () <r e, (A2.9)

for aw > 0. In that case, equation (A2.6) reduces to

A7) = J criv o (A2.10)

A similar derivation applies to the second integral in equation (2.9):

- (d F(7)
P=-V-|——0—-—. A2.11
o) =9 [ G- = (A211)

We note that

—

V- (g(F)F(F)) ={Vg-F +gV-F}, (A2.12)
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whence
V- (g(F)F (F')) = Vg(F) - F (7). (A2.13)
Thus equation (A2.11) is
. & - 1 ——
o) == [ I () £ (A1)
d3}’/ =/ 1 —
= CF (7 A2.15
J47rv |7—7'|> (7) (A2.15)
3., (! 3 B
= Jd’ V/. f(r_') Jd_’w . (A2.16)
4r |F— 7’| 4w [P =T

The first integral in equdtlon (A2.16) transforms as follows:
)

orw (K)o (£2).

which is zero for infinite volume under the same conditions, equations (A2.8)
and (A2.9), as before. Thus

Sr/ = B
(p(?):—Jd47r w. (A2.18)

This completes the proof of equations (2.15), i.e. equations (A2.10) and
(A2.18).




Chapter 3

Thermal properties of continuous media

3.1 Introduction

In previous chapters we have discussed the mechanical properties of con-
tinuous solid media at constant temperature. In this chapter we shall first
discuss the classical, reversible, equilibrium thermodynamics of such a
system, in section 3.2. Then in section 3.3 we shall introduce thermal con-
duction. This can be expected to affect wave motion, on the basis that
local compression of the material in the wave may produce heat, some of
which may be conducted away from the compressed region irreversibly.
The result is that the mechanical energy of the wave may be reduced as the
wave propagates through the medium. Thus in section 3.4 we analyse the
damping of waves by thermal conduction. While the phenomenon is of
basic importance in itself, it is also a good illustration of a wider class of
dissipative processes. Our presentation in this chapter largely follows the
textbook of Bhatia and Singh (1986). However, as always, further valuable
insight can be gained from Landau and Lifshitz (1970), especially section
35, for this topic.

3.2 Classical thermodynamics

3.2.1 The Maxwell relations

In Chapter 1, we briefly introduced the combined first and second laws of
classical thermodynamics, equation (1.42),

in terms of stress o;; and strain ;. In Voigt notation this takes the form

6
dU = <TdS+Z o, dan>; (3.2)

n=1

34
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see equation (1.45). We introduce Helmholtz and Gibbs free energies, F' and
G respectively,

F=(U-TS), (3.3)

G= <F - Z J,ls,,), (3.4)

n

whence from equations (3.2)—(3.4):

dF = —SdT + ) 0,dz, (3.5)

dG = —SdT - ) ¢,do,. (3.6)
n
The point here is that the combined first and second laws in terms of U, F,
and G are appropriate for determining thermodynamic relations in terms
of different pairs of variables: entropy and strain, temperature and strain,
and temperature and stress, respectively. We note here, as in Chapter 1,
that extensive quantities such as U, F, G and S are taken to be per unit
volume.
From equations (3.5) and (3.6) we obtain two of the Maxwell relations,
as follows. From equation (3.5),

OFN o (OFY _
aTg_ ) 86,1 T_O’Iﬁ

O’F dS do,\
(o75,) = (52), = (3% ) =5 G37)

whence

defining (,. Equation (3.7) is the Maxwell relation expressing a calorimetric
coefficient (involving AS or T'AS = AQ: heat increment) in terms of a
thermometric measurement, involving (0/0T).. Since thermometric meas-
urements are usually much easier to perform accurately than are calorimetric
measurements, one practical value of the Maxwell relations is to obviate the
latter type of measurement. Similarly from equation (3.6) we obtain

(gjn )T N (g? )Q = oy (3.8)

defining «,,. In the above equations, ¢ and ¢ stand for the six elements of
Voigt strains or stresses respectively.

3.2.2 Flastic constants, bulk moduli and specific heats

We begin with isothermally measured elastic constants: see equations (1.48)
and (1.49). Thus, in terms of independent variables (7', ¢):



36 Thermal properties of continuous media

o, oo,
do, = { ( o7 ) dT + Z ( em)ngm}
= (Bn dT + Z sz dEm) 3 (39)

where we have used equations (3.7) and (1.49) for 3, and for ¢, respectively,
and ¢! is the isothermal Voigt elastic constant. Similarly,

as as
as=(57) 47+ 3 (4 ), oo
- {(Tlcé)dT— > Ba dem}, (3.10)

where we have again used equation (3.7) for 3,,, and the definition of the
specific heat capacity at constant strain, c,:

. _T<§*;) (3.11)

We can now obtain a relationship between adiabatic and isothermal elastic
constants by combining equations (3.9) and (3.10), as follows. Solve equation
(3.10) for (dT):

T
dT_c—g{dS—i-zm:ﬂmdam}. (3.12)

Substitute for d7 from equation (3.12) into equation (3.9):

dan:{( )ds+z[<m’f'”) n,,,}dem}. (3.13)

Thus, adiabatically, with S held constant, and (dS) = 0, equation (3.13)

becomes
agﬂ Tﬁﬂﬂ)‘)‘l
(({98 )S = cisml = ( + nm)
m g

(CSm - CIm) = (Y—ﬁ:ﬂlﬂ)a (314)

where ¢, are adiabatic Voigt elastic constants.

or
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Returning to equation (3.9), we can obtain an interesting and useful
result for the coefficients [3,, equation (3.7). Keeping o constant, we obtain

b= (52 =3 chuan 615

from equation (3.8). We now consider the case of isotropy. First note that in
equation (3.8), «, are the coefficients of thermal expansion at constant stress.
For an isotropic solid, the diagonal elements in the principal-axis coordinate

system of the tensor,
65,"
Qg = <6Tj> (3.16)

are equal, and the off-diagonal elements are zero. The reason is simply that,
for such a medium, thermal expansion is the same in all directions, and
cannot induce shear: see also Bhatia and Singh (1986, section 3.7, pp. 40—
41). It follows that in equation (3.15), for an isotropic solid, «,, = a; = «,
defining «, for m = 1,2, 3, and zero otherwise. Then using equation (3.15)
with the Voigt elastic constant matrix equation (1.63), we obtain

By=01=8=0CN+2u")a (3.17)

forn = 1,2, 3, defining 3, and zero otherwise, where superscripts T on A and
w1 indicate isothermal Lamé constants. When this result is applied to equation
(3.14), we see

T3

Cy

(lem - C;{m) = (318)
for n and m both <4, zero otherwise, where ¢, = ¢, is the specific heat
capacity at constant volume, for an isotropic solid. One result of equation
(3.18) is
Cis—cig=0—p° =p, (3.19)
see equation (1.63). Thus the isothermal and adiabatic shear moduli
(equation (1.79)) are equal. We therefore omit superscripts on it henceforth.
The other result from equation (3.18) is that
ycn
() —eh) = (¢h —chh) =——. (3.20)

v

From equation (1.64) and (1.63), ¢;; and ¢, can be taken to be the two
independent elastic constants for an isotropic solid.

We now recall the expression for the bulk modulus of such a solid,
equation (1.77), which becomes

Bs = (\°+2p), (3.21)
Br=(\"+2p). (3.22)
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But, again from equation (1.63),

e = (A+2p), cn=A (3.23)
whence
Bs =1(c}) +2c%), (3.24)
Br =1(c]) +2¢1y). (3.25)
From equations (3.24) and (3.25), along with equation (3.20),
(Bs — By) = (¢} — siy) = (ch — ¢fh) = 7;62. (3.26)

v

If we think of relationships such as those in equation (3.26) in terms of
measurement, as we should, we encounter once again the wonder to be
found in the science of thermodynamics. The results are also useful, as we
shall now see.

3.3 Thermal conduction and wave motion

We now re-examine the dynamics of an isotropic elastic solid, as discussed in
Chapter 2. There we said that, in linear approximation,

po(?,zuj = 81"7/1'3 (3.27)

see equations (2.28), (2.32) and (1.27). In Chapter 2, thermodynamic con-
ditions were not considered, as we indicated they must be, in section 3.1.
In analysing the spatial variation of o, equation (3.27), we must consider
increments associated with temperature, assuming non-uniform temperature
distribution, as well as with strain as in Chapter 2. Thus

30-,- (90-,-
005 = ( 87]” )g(aiT) + (5621 )T(5i€k1)~ (3.28)

The second term in equation (3.28) has been evaluated in Chapter 1, section
1.5, equations (1.90)—(1.97). In vector notation it is

(AT + V(@) + pVi} = (A +20) V(@) — 1V x (V x )},
(3.29)

in terms of the deformation field #, where we have given two alternative
forms, and we have used equation (3.19) to write pu' = u. Now from
equations (3.7), which is in Voigt notation, and equation (3.17), we see that

doj;
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It follows that in equation (3.28)

(E)T )SairﬂeajT. (3.31)

Thus combining equations (3.28), (3.29) and (3.31), equation (3.27) becomes
(Vi — podiia+ (A" + p)V(V-id)} = BVT. (3.32)

We see, by comparing equation (3.32) with equation (2.33) that a thermal

gradient (@T) introduces a source term to the wave equation. A thermal

gradient is in turn associated with thermal conduction, as we shall now see.
Thermal conduction is described in terms of heat flux density J (F, 1),

J (7, 1) = —xVT(71), (3.33)

where  is the coefficient of thermal conductivity, a material constant. Equa-
tion (3.33) is taken to be empirical: that heat flows as a result of a thermal
gradient, from hot to cold. In the absence of sources or sinks of heat in the
material sample, we have energy conservation within an arbitrary fixed
volume V' of the material,

J dsﬁ-f(m):—ij 4V O(F.1), (3.34)
S(¥) dr )y

where 71 is the unit outward normal vector to surface S(V), expressing the fact
that the net normal inward heat flux through the surface S(7') bounding the
volume V" accounts entirely for the rate of change of the total amount of heat
(thermal energy) within volume V. In equation (3.34) Q(7, ¢) is the thermal
energy density within volume V. Since the volume V is fixed,

d D

where D /Dt is the material derivative discussed throughout section 2.3 and
defined in equation (2.25). The term (¥'- ﬁ)Q that comes from equation (2.25)
expresses the phenomenon of convection, that is heat transfer due to material
flow . In a solid, this effect is absent. Equation (3.34), with equation (3.35),
then reduces to

fj dVa—Q:J dsﬁ-f:J dvv.J. (3.36)
14 ot N v

In equation (3.36) we have used Gauss’s theorem. Because the volume V is
arbitrary, we conclude from equation (3.36) that
oQ -

— o =V (3.37)
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Now an increment of heat density AQ is given in terms of entropy density
(entropy per unit volume) by

AQ = T(AS). (3.38)

Thus equation (3.37) becomes

8S d =g
—T(al>FV-J. (3.39)

Our notation in equation (3.39) emphasizes that the partial derivative is not
a thermodynamic coefficient, but a derivative at a fixed position 7, which
henceforth we denote 0,. Introducing thermal conductivity, assumed to be
independent of position 7, from equation (3.33) into equation (3.39), we
obtain the /eat flow equation in the form

VT = T9,S (3.40)

We now express the increment of entropy density in terms of temperature 7

and strain ¢,
oS oS
AS = — | AT A 41
S {<8T)§ +; (asm )T Em}’ (3 )

with € in Voigt notation. We next use equations (3.11) and (3.7) in equation
(3.41) and isotropy (¢, = ¢,, and 5, = 3, equation (3.17)) to obtain

3
CU
AS = {TAT+[3MZ_:] Aam}. (3.42)

Now,
3 —
> Ae, =Acy = A(V-il); (3.43)
m=1

see equations (1.44) and (1.5). Thus combining equations (3.40), (3.41), (3.42)
and (3.43) we obtain the heat flow equation in final form:

V2T = {¢,0,T + TBO,(V -ii)}. (3.44)

We see that at zero temperature, or if V -ii or its time derivative are negli-
gible, equation (3.44) reduces to the simpler form of the heat flow equation,
determining 7'(7, ). It is the same mathematical form as the diffusion equa-
tion, Chapter 10. In general, however, we must analyse heat flow and
material dynamics, equations (3.44) and (3.32) respectively, as a set of
coupled partial differential equations. This we do for a simple, but very
instructive, special case in the next section.
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3.4 Wave attenuation by thermal conduction

We consider the question whether the wave equation, equation (3.32),
coupled to heat flow, equation (3.44), can sustain dilatational plane waves,
as discussed in section 2.4.1; see equation (2.45).

Consider a wave polarized in the x-direction, propagating in the x-
direction:

u;(F, 1) = 6;up expli(kx — wt)]. (3.45)

Suppose, plausibly, that the temperature deviates from its space-and-time
averaged value T,, by a similar wave form,

[T(F,t) — Tyy] = Tyexpli(kx — wi)]. (3.46)

Then the operator 9, applied to # gives a factor (—iw), and applied to T )

gives (—iw)(T — T,y). Similarly V reduces to d/9x which applied to # gives a

factor (ik), and applied to T'(7,¢) gives (ik)(T — T,,). Thus equation (3.44)
gives

<_Xk2>(T - Tav) = (_iwcv)<T - Tav) + (Tﬁ‘uk)ula

whence
(T Bkw)u,
T-T,)="——"". 3.47
( dV) (_k2X + iwcu) ( )
Thus (ﬁT), the right-hand side of equation (3.32), is
A 012
ST = &, (ik)(T — T,) = 2L G wT B (3.48)

(KX +iwe,)’

where &, is the unit vector in the x direction. We note, parenthetically, that
from equation (3.47), (T — T,,) is proportional to u;, but since the pro-
portionality constant is complex, there is a phase difference between the
waves u; and (T — T,,), as we might have anticipated.
When we substitute from equation (3.48) into the wave equation (3.32),
we obtain
2012
oy THkw) (3.49)

— ke 2o (AT k .
[ ,LL +p0w ( +Iu‘) (7k2X+iWC7;)

If we try to cast this in the form of a dispersion relation, w = v'k, as in
equation (2.46), we have
gL { iwT 3’

po L (=k*x +iwe,)
With T = 0, we retrieve equation (2.46) with equation (2.42) for the dilata-
tional-wave dispersion. The additional term with 7" # 0 in equation (3.50)

+ (AT +2u)}k2. (3.50)
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cannot be put in that form, both because of its w- and k-dependence, and
because it is a complex number-valued function. We conclude from equation
(3.50) that k, or w, or both must be complex. Consider a wave being gener-
ated by periodically applied forces at the surface of a sample of the material.
If w were complex, its imaginary part would need to be negative, so that the
wave would go to zero amplitude with time, rather than growing without
limit and producing spontaneous breakdown of the material, as would
happen if the real part were positive. But the ‘dispersion relation’, equation
(3.50) is independent of position in the medium, and in particular it applies at
and near the surface, where the periodic applied forces would prevent
attenuation of the wave with time. We therefore conclude that w must be
real, at least for the situation considered above.
It follows that k£ must be complex,

k = (ky + iks), (3.51)

with both k; and k, real and positive: then k; gives propagation in the
positive x-direction, and k, gives attenuation rather than buildup to break-
down as the wave propagates through the medium. It will turn out that
from equation (3.50), both k| and k, will be functions of w. Thus the speed
of propagation v is

= v(w), (3.52)

that is, the propagation speed will be frequency dependent, in contrast to the
T = 0 case, equation (2.42). Correspondingly, the damping coefficient k, will
be frequency-dependent. Alternatively, we can talk about an attenuation
length a,

1
“ _k2(w)

Note that this is not the same « that comes up in going from equation (3.16)
to equation (3.17). Similarly, the wavelength of the wave, A, is

2w

= a(w). (3.53)

Flo =@ (3.54)
For the dispersion relation, we have
w = vk,. (3.55)

Since we would conventionally plot w versus k; from equation (3.55), we need
to express v, equation (3.52), in terms of k;, rather than in terms of w. Then
we have

We shall be interested in the frequency dependence of v, equation (3.52),
particularly its deviation from vy, equation (2.42), and the form of a(w),
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equation (3.53), as well as the dispersion w(k), and particularly its deviation
from linearity.

We now return to equation (3.50). First, we can simplify the notation by
using some results from classical thermodynamics, section 3.2. In doing so,
we must assume that in the irreversible processes represented by thermal
conduction in a travelling wave, deviations from equilibrium are small.
Consider the factor in { } brackets, equation (3.50). From equation (3.26),

T3 = ¢,(Bs — Br), (3.57)
and, from equation (3.22),
(AT +2u) = (Br +4p). (3.5)

Substituting the results of equations (3.57) and (3.58) into equation (3.50) we
obtain

1 [iwe,(Bs +4p) — K> x(By + % p)]

2 3 2
= ke 3.59
“ Lo (iwcv - kzX) ( )
With simplifying notation,
(Bs +%H) = Ms, (BT“"%U) = Mr, (3.60)
we obtain

o 1 (iwe,Ms — I x M)
po  (iwe, —kx)

W

K. (3.61)

From equation (3.51) we now write
K = (k7 + 2ik k), (3.62)

where in equation (3.62) we have introduced the linear approximation for
weak attenuation: k, < k;. Using this in equation (3.61), and separating
real and imaginary parts we obtain

pow’ (we, — 2xkiky) & ki(we,Ms — 4k kyx M), (3.63)
pow’ (xki) = (kKixMr + 2k kywe, Ms). (3.64)

In equations (3.63) and (3.64), we have only maintained first-order terms in
k>. We replace kj in terms of the speed of propagation v,

Then equations (3.63) and (3.64) become
p0v2(c”—2kz) - <C”Ms—4MTkz>, (3.66)
X v X v

2c, 1
p()’U2 = (MT ‘|‘i Ms—zvskz). (367)
X w



44 Thermal properties of continuous media

We should like to solve equations (3.66) and (3.67) for v = v(w) and
k, = k>(w). Upon eliminating k, from equation (3.66) and substituting
into equation (3.67) we obtain a cubic polynomial in v, equal to zero. We
write it as follows:

2 —
W= <) Mg — (pov MZS) . (3.68)
X (pov* — M1)(pov* — 2Mr)
The expression for k, in terms of v is
; Mg — pyv*
ky = (&)UM. (3.69)
2x ) (2Mr — pyv°)

We now discuss equations (3.68) and (3.69) in relation to the experi-
mental fact that for most solids,

Mg ~ (1.01)Mr. (3.70)
We introduce the notation (¢,/x) = K, and
M M
=== A="T (3.71)
Po Po
Then equations (3.68) and (3.69) take the forms
S K*03v*(v? — vd) (3.72)
(v? = v7)(? = 201) '
K (v —17)
ky=—v——75-. (3.73)
27 (203 —?)
We note that from equation (3.70)
Mt < Mg < 2M7. (3.74)

Furthermore, since w must be real, w’> must be positive, and thus from
equation (3.72) with equation (3.74), we conclude that there are forbidden
and allowed regions for v, the allowed region being for w?® > 0, namely

ur < v < vg, V2ur <. (3.75)

The asymptotes for the plot of v versus w are easily obtained from equation
(3.72): v — vf, v — 2uf and v — [py/(K>Ms)]"*w, all three as w — oco.
Also, v — vg as w — 07, It follows that, from equation (3.73), k, — 0 as
w— 0" (i.e. as v — vg). Furthermore, as v — vf, since w — oo, we see
that k, — K(v —v})/(2vr) as w— oco. The second branch of k,,
corresponding to v > v2uvr, is less easy to analyse qualitatively. All of the
above results are illustrated in plots of v versus w and k, versus w, presented
in figures 3.1 and 3.2 respectively, for copper. The asymptotes for v, and the
line v = vg, are shown as dashed lines on figure 3.1.
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Figure 3.1. Speed of propagation v (m/s) versus angular frequency (rad/s) of a plane
dilatational wave in Cu, based on isotropic continuum theory with thermal conduction.
See equation (3.72) and discussion following it. Only the lower branch of the solid curve
has physical meaning. For 0 < w < oo, the speed ranges from vg down to vy: see equations
(3.70) and (3.74). Dashed lines are asymptotes. (Thanks to W A Coish.)

We now discuss figures 3.1 and 3.2. The data used for copper are
¢, = 3.44 x 10°7/(m* °C)
X =390J/(sm°C)
Br =13 x 10" Nm™
po = 8.89 x 10 kgm ™
p=42x10"Nm?2

When these data are used along with the defining equations for Mg, M, v,
v, equations (3.60) and (3.71), along with equation (3.70), and the definition
K = (¢,/x), we obtain the following:

(K*Mg/py) = 1.64 x 10" m~?
(K/2) = 4.41 x 10> sm™>
vd =2.107m?s 2

vh =2.092m?s 2.
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Figure 3.2. Attenuation factor k, (m™') versus angular frequency (rad/s) of a plane
dilatational wave in Cu, based on isotropic continuum theory with thermal conduction.
See equation (3.73) and discussion following it. Only the lower branch of the solid curve
has physical meaning. Dashed lines show k; versus w [see equations (3.41), (3.51) and
(3.55)]. (Thanks to W A Coish.)

First, we discuss the approximation k, < k|, equation (3.62), upon which the
curves are based. The plot of k| = (w/v) is shown by dashed lines on figure
3.2. The straight upper dashed line applies to the lower branch of the solid-
line curve for k, versus w. It shows that k, < k| by more than two orders of
magnitude for all w, for this branch. On the other hand, the dashed curve k,
versus w lies below the solid curve k, versus w along the whole of the upper
branch. This shows that the upper branch is spurious, not conforming to the
limitation within which equations (3.72) and (3.73) were derived. Since the
upper branch of v versus w, figure 3.1, corresponds to the upper branch of
k> versus w, it is also spurious.

Now to comment briefly on the lower branches of figures 3.1 and 3.2,
which constitute the physical results. The speed of propagation varies slightly
with frequency, being determined by the adiabatic bulk modulus at low fre-
quency, and by the isothermal bulk modulus at high frequency, for
w = 10" rad/s in the case of copper. Most of the variation, from 4590 m/s
to 4574 m/s, occurs for 10" < w < 10" rad/s. Since v is almost constant,
the dispersion relation w = v(k;)k; is almost linear in k;: see equation
(3.56). The damping factor k,, figure 3.2, goes to zero as w — 0, and
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approaches an asymptotic high-frequency value of 1.45x 10°m™~'. The
attenuation length which we defined as k5 ! in equation (3.53), is then infinite
as w — 0, and approaches 6.9 x 10 °m as w — oo. This value, being four
orders of magnitude larger than atomic dimensions in the crystal, still lies
within the range of the continuum approximation.

In summary, we have considered propagation of a plane dilatational
wave in a continuous isotropic medium, subject to thermal conduction. We
find that the wave is spatially attenuated, with an attenuation length
o =k;'. We also find that the propagation speed, while frequency depen-
dent, is nearly constant, varying according to equation (3.72) and figure
3.1, for weak attenuation. The attenuation factor k, varies from zero at
zero frequency to an asymptotic maximum, as determined implicitly from
equation (3.73) with equation (3.72), and as illustrated in figure 3.2.



Chapter 4

Surface waves

4.1 Introduction

Surface properties have always been important in materials science. Simply
because the topology of a semi-infinite medium, representing a solid with a
surface, is different from that of a completely infinite medium, representing
the bulk of a solid, there are characteristic features of most phenomena
that are specifically related to the surface. In this chapter we show that
there is a solution of the wave equation, quite distinct from the travelling
waves of Chapter 2, associated with the existence of a surface. This is of
significance not only for the real solid, which has surfaces, but for structures
on the surface. Such structures include impurities, adsorbed molecules, and
artificially produced micron, nanometer, and atomic scale entities, all of
which are of technological interest. Detailed study of all such systems,
experimental and computational, requires consideration of interaction with
the substrate. One aspect of this interaction is the substrate dynamics: its
characteristic wave properties. This chapter exemplifies the basis for
theoretical understanding of surface elastic wave effects in solids.

Let us consider the surface of an isotropic, homogeneous elastic solid.
Choose the surface to be z = 0, with the material a semi-infinite continuum
z < 0. When we apply the free-surface boundary condition with linear
elasticity to the equation of motion of the material, we shall find a surface
wave, i.e. a wave whose amplitude decreases exponentially with distance
from the surface. It will be found to be a specific combination of longitudinal
and transverse parts. These Rayleigh waves, so-called after their discoverer
(Rayleigh, 1885), are relevant in all surface dynamic processes. Our treat-
ment in this chapter follows that of Landau and Lifshitz (1970), section 24.

In Chapter 2 we showed that the distortion field #(7,¢) in a homo-
geneous, isotropic elastic solid (or any other vector field) could be written as

u(r, 1) = [ur(F, 1) + up (7, 1)],
where
6'1/_[1":0, §XL7L:0;

48
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see equations (2.13) and (2.14). The fields #r and #; were referred to as
transverse and longitudinal respectively, which could be taken literally for
the case of an infinite medium: see equations (2.40) and (2.47). Furthermore,
they have characteristic speeds of propagation vy and vy, equations (2.36)
and (2.42), with vy < vr. In this chapter we shall denote these speeds by ct
and ¢; .

4.2 Rayleigh waves

We begin with the wave equation,
(87 — Vi, =0, J=T,L, (4.1)
where transverse (T) and longitudinal (L) waves satisfy
Veiip =0, Vxi,=0 (4.2a,b)

respectively. We consider plane waves, without loss of generality, of the
form

iy (7, 1) = i) v skzmwn (4.3)
For this to satisfy the wave equation (4.1), we require
[~ + S (ki+ k)] =0, J=T,L.

The components k3 and k; of the wave vector k are therefore related to the
angular frequency as follows:

2
I3y = (“’— - k%), J=T,L. (4.4)

Thus, if ¢,;k; < w, k; 3 is real, and equation (4.3) represents travelling waves
in the directions (k;,0,k, 3); the same longitudinal and transverse waves as
are obtained for the bulk material in Chapter 2. However, if ¢;k; > w, k3
is pure imaginary. In that case, denote k;; = —1K,, and also let k; =k,
with both K, and k real and positive. The form of equation (4.3) then
becomes

ii;(F,1) =" k-en ks =T L. (4.5)
Since z < 0 inside the material, the case K; > 0 corresponds to exponential
decay of the wave amplitude with increasing depth, for a wave travelling
parallel to the surface with speed (w/k). The case K; <0 would be
unphysical, with wave amplitude rising exponentially with depth, violating
the harmonic approximation for an elastic medium.
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4.3 Boundary conditions

We now apply the boundary condition for a free surface, z =0, to the
Rayleigh wave solution, equation (4.5); namely from Chapter 1, equation
(1.36) with equation (1.33),

where 72 = (0,0, 1), the unit outward normal vector at the surface, and where
the Einstein summation convention is assumed in equation (4.6). Thus,
013 = 023 = 033 =0. (47)
From Hooke’s law we have the stress—strain relation in terms of the Lamé
elastic constants, equation (1.93):
Ui[ = 2/’[’811 =+ )‘6[/81(/(' (48)
Thus, the boundary condition, equations (4.7), gives us the following
constraints on the strain tensor ¢; at the surface z = 0:
E13 = &3 = 0 (4.98_, b)
Aen +exn) + (A +2p)es; = 0. (4.9¢)

Let us first consider the transverse component iy of the Rayleigh wave,
alone. From the definition of the strain ¢; in terms of the distortion field u;,

ey = 3 (O + Opuy),

equation (1.5), the boundary conditions, equations (4.9) along with equation
(4.5) become

(ks + Krug)) = 0 (4.10a)
Krh =0 (4.10b)
[ik Ny + (A + 2p) Kqu] = 0. (4.10¢)

The div condition, equation (4.2a), gives
(ikuf) + Krugs) = 0. (4.11)
Equations (4.10a) and (4.11) have a non-trivial solution if and only if
(K + k%) =0.

This is impossible if both Kt and k are real. Thus the only solution is
u(TO)3 = u(T_1 =0, i.e. @y = 0. Similar treatment of #_alone with the curl con-
dition, equation (4.2b), gives iy = 0. Thus we conclude that Rayleigh
waves cannot be purely longitudinal (curl-less) or transverse (div-less).

We saw in Chapter 2 that the general form of the distortion field (7, 7)

was a linear combination of #r and #; as defined by equations (4.2). With #
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given from equation (4.5) as

i = (uy + iir), (4.12)
the boundary condition, equations (4.9), become
ik s+ ul’y) + (Kl + Kpa)) = 0 (4.13a)
(Kruy + Kpuy) =0 (4.13b)
AW, + ) + A+ 20) (Kl + Kpu'y) = 0. (4.13¢)

The second of these equations, (4.13b), for the y-component of the wave, is
not coupled to the x- and z-components. We may therefore solve for the
latter, independent of the former. The simplest case is u(TO )2 = u<LO >2 =0: no
y-component of displacement. The other two equations, (4.13a) and
(4.13c), will combine with the div and curl conditions, equations (4.2a) and
(4.2b), to give four equations in the four amplitudes u(JO)], J=T,L,j=1,3.

4.4 Dispersion relation

Let us now apply equations (4.2a) and (4.2b) to the Rayleigh wave, equation
(4.5) in the x—z plane. We then have

(ikuf) + Krufs) = 0, (4.14a)
(Kpup') — ikuy’y) = 0. (4.14D)

We eliminate 14?3 and uL)3 from equations (4.13a) and (4.13c) by using

equations (4. 14a) and (4.14b). Thus,
(K + Kf)ug) + 2K Kpu)'y =0, (4.15a)

2k + (A + 20 KL — Mg’y = 0. (4.15b)

)

We now recall the relationship between elastic constants (A, x) and wave
speeds (c¢r, cr), equations (2.36) and (2.42),

(A+2p1) = o, (4.16a)
1=, (4.16b)
where p, is the mean mass density of the material. Also recall equations (4.4):
2
K= (kz—w—>, (4.17a)
&
2
K = (kz——). (4.17b)
‘i



52 Surface waves

When these expressions are substituted into equations (4.15a) and (4.15b), we
obtain

2 2 2\ 1/2
22— o (RS (=) W =o, (4.182)
2 YT, 2 2 L1
CT CT CL

2
26750 + (2k2 ~ ‘C”—z> u') = 0. (4.18b)
T
The necessary and sufficient condition that equations (4.18a) and (4.18b)
have a solution is

2 W \* 232 ( 12 W 2 W
‘T ‘t L

This is the dispersion relation, angular frequency w as a function of wave
number k, for Rayleigh waves.

We now solve equation (4.19). Since (w/k) has the dimensionality of
speed, we can write

w = &erk, (4.20)

where £ is a dimensionless parameter. In this notation, equation (4.19)
becomes

2 2
568§4+8<32§)§216<12—§) —0. (4.21)
L L

Thus we see that ¢ is independent of k, and depends only on the material
constant (cr/cp ). Now consider (cp/cp )%,

(‘) B (Af% B (2l+2>

from equations (4.16a) and (4.16b). From equation (1.67) for Poisson’s ratio
v we have

A 1

2A+m) 2(1+’i>

whence

7N
>|=

It follows that
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We therefore define a parameter v as

et} (1—2v)

= (5) ~ag 422
where v is Poisson’s ratio. Since from equations (1.88) and (1.89) we have
seen that —1 < v < %, we see that the corresponding range of -, equation
(4.22), is % >~ > 0. Furthermore, for Rayleigh waves, following equations
(4.17a) and (4.17b), we conclude that w < ctk, so from the definition of &,
equation (4.20), we conclude that £ < 1. We are therefore only interested
in roots of equation (4.21) with & < 1, where (c1/cp)? < 2. We rewrite
equation (4.21) in terms of the following notation:

x=¢€, 0<x<lI (4.23a)
a=83-2y), y=(er/a)’ <} (4.23b)
ap = 16(1 — ). (4.23¢)
Thus, consider
f(x) = (x3 —8x% + ax —ag) =0, (4.24)

for 0 <x<1. At x=0, f(x) = —ay, and at x =1, f(x) = (=7 + a1 — ap).
The possible ranges of these values are determined by the condition
0 < v <3, from equations (4.23). Thus (—16) < f(0) < (—4), and f(1) = 1.
Now the cubic, equation (4.24), has at most three real roots, and since
f(0) <0 and f(1) > 0, there is at least one root in 0 < x < 1. If there is
more than one root, it must be that df/dx =0 in 0 < x <1, so that the
curve, having crossed the x-axis, can turn back and touch or cross it twice
again. For this to happen, df/dx =0 must occur twice in the region
0 < x < 1. Thus, consider

j—f; = (3x* — 16x+ay). (4.25)
At the physical extremities, df /dx = 0 has roots x = (4.431,0.903) for y =3,
and has imaginary roots for v = 0. Thus there is only one extremum of f(x)
in 0 < x < 1, and therefore there is only one real root of /() within the range
of physical possibility, —1 < v < % This root lies in the range

0.475<£<0913 for —1<v< % (4.26)

In summary to this point, we have found that Rayleigh surface waves
are of the form

u(r,t) = [ur (¥, 1) +up (7, 1)], (4.12)
where

i, (7, 1) = i@\l foz - f T L z<0, (4.5)
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with
w = &erk, (4.20)
and
2\1/2 2\1/2
K, = (kz—“’—z) :k(l—éc—;) . (4.17)
¢y ¢y

In equation (4.20), £ is material-dependent: specifically, it is a function of
Poisson’s ratio: see equation (4.22). Thus, in equation (4.5), the damping
factors K, for transverse and longitudinal parts of the wave depend
exclusively on v, while the frequency for a given wave number is a function
of v and c¢r: see equation (4.20).

4.5 Character of the wave motion

Now let us examine the amplitudes }0) in equation (4.12), with equation

(4.5). From equations (4.14a), (4.14b) and (4.15a),

Uy = KK UT 1 (4.27a)
L2 2
0 _ (k" + K7) (0
u(LA’3 = Kok ury, (4.27b)
—ik
ug)é S— ”91 (4.27¢)

Thus, for arbitrary ug >1, the other amplitudes are determined by equations

(4.27). Denote

W) = A. (4.28)

Then from equations (4.27a) and (4.27b),

i, _ —(kK* + K%) . K k
A 2K1K; k

}ei(kx_w’) eki?, (4.29a)
and, from equation (4.27c¢),

7 ik A e .
%T — { i [1<_T k}e'“ﬂ*wﬂ efre, (4.29b)
In equations (4.29), i and k are unit vectors in the x and z directions
respectively.

Since the distortion field # (7, ¢) is real, we must take real or imaginary
parts of i#; in equation (4.12), J = T, L. We consider the real parts. Noting
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in equations (4.29) that
+i = exp(&in/2), (4.30)
and
0 .
cos (Oi§> = Fsinb, (4.31)
we obtain

- (12 2 R A
W M eKLZ{icos(kx —wt) + k%sin(kx — wt)}, (4.32a)

A 2KKy
— . O . k
ot _ eKTZ{icos(kx —wt) + k—sin(kx - wt)}, (4.32Db)
A Kr

or

i@ 1) o —(k*+ K3 .
u(r, 1) — i{ (k" + K1) ekr eKT‘} cos(kx — wi)
2K K,

(K +KT) k. Kk k.
k{ (ZK—:kT) efre 4 X eKT‘} sin(kx —wt).  (4.33)
We note from equations (4.32a) and (4.32b) that the longitudinal component
contains a contribution from the z-direction, while the transverse component
contains one from the x-direction. This illustrates that the terms ‘longitudi-
nal” and ‘transverse’ are not to be taken literally. From equation (4.33) we see
that x and z components of the wave are out of phase by 7/2 radians.

Finally, consider the relative amplitudes of x and z components. From
equation (4.33), their ratio R is

ko [—(k* + K7)eM® + 2K Ky 517

R=_".
Ky [—(kK* + K}) eKim 4 2k eKre).

(4.34)

If we rewrite equation (4.34) in terms of the notation of equations (4.17),
(4.20) and (4.22), we have

fi- L &/2) ek K- |
_e1/2(1 _ e2.)1/2
{1-(1-¢/2)ella k7
Recall that £ is a function only of «y. At the surface, z = 0, we can evaluate R

at the limits of the range 0 < v < %, corresponding to 0.913 > £ > 0.475. The
results are

R=(1-¢)'"

R(y=0,z=0)=-042,
R(y=3,z=0)=-0.83.
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In fact, the ratio is negative, and |R| < 1, for all values of v, i.e. for all values
of Poisson’s ratio v. Referring to equation (4.33), we can without loss of
generality write (7, ¢) for an arbitrary value of x, say x = 0. Then near
z =0 (z < 0), with a particular choice of 4 we have

(0, 1) = i cos(—wt) + ku” sin(—wr)
= i cos(wr) — ku® sin(wr)
= Y cos(wr) + k[ul”] sin(wr), (4.36)

where ufvo) is positive due to the choice of A. From equation (4.36) we see
that the motion of material in the surface due to a Rayleigh wave is on a
counterclockwise closed path. This path is described by

x = 1 cos(wr), z = u? | sin(wr)

(55}
G007

X

which can be written as

This is the formula of an ellipse, with its major axis in the z direction, since
the amplitudes perpendicular to the surface, uf,()), are greater than those
parallel to it, 4\, from |R| < 1. This conforms to the fact that the material
is less constrained in the z than in the x direction. However, referring to
equation (4.35), we see that there is a depth z <0, at which ug.m =0,
beyond which R > 0. When u&o) = 0, the material oscillates vertically, in
the z direction only, and when R > 0, it rotates clockwise along an elliptic
path.



Chapter 5

Dislocations

5.1 Introduction

We now enter the realm of plastic deformation of a solid material. Plastic
deformation is not elastic: when the stresses that cause the deformation are
removed, the deformation does not disappear. For crystalline materials,
plastic deformation is associated with the motion of a particular kind of
crystal lattice defect called a dislocation. Although this type of defect can
be described up to a point by the continuum theory of solids, and will be
so described in this chapter, more detailed understanding requires atomistic
considerations.

A dislocation is essentially a linear or filamentary defect in a crystal. The
variety of crystal structures that can exist, coupled with the topological
variety associated with filamentary systems, leads to a huge variety of config-
urations, motions, and physical effects. Beyond that, when one considers
dynamical aggregates of dislocations as they occur in materials, and the
interactions of dislocations with other crystal lattice defects such as point
defects, interfaces and surfaces, the variety of concepts and phenomena
burgeons much further. In this chapter we limit the discussion to introducing
the basic terms and concepts by which dislocations are described (section
5.2), and to the application of continuum elasticity theory (Chapter 1) to
determine the equilibrium deformation field at some distance from a disloca-
tion (section 5.3). In section 5.4 we analyse an aspect of dislocation motion,
and in section 5.5 we give some view of the range of topics not to be discussed
here, as well as some comments on the textbook/monograph literature.

5.2 Description of dislocations

The textbook by the Weertmans (1964) gives an extraordinarily lucid intro-
duction to the nature of dislocations, and we follow their approach closely.

We can think of creating a dislocation in a crystal through a process
of plastic deformation that is illustrated in an extremely schematic

57
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Figure 5.1. (a) Schematic drawing of segment of perfect crystal, showing atomic planes. (b)
Segment of crystal subjected to a combination of shear, compressional and torque stresses:
elastic deformation. (¢) Edge dislocation that is left after forces in part (b) have produced
plastic deformation. () Continuum picture of part (¢), indicating edge dislocation symbol
(inverted T) and Burgers vector b.

(oversimplified) way in figure 5.1. Figure 5.1a represents a perfect crystal,
with the lines representing planes of atoms seen edge-on, the intersections
representing rows of atoms perpendicular to the page. Forces represented
by straight arrows are applied in figure 5.15 to produce a shearing effect
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(along with some compression). A torque represented by the curved arrow
prevents rotation of the sample. If the forces are built up to a sufficient
strength, plastic deformation shown in figure 5.1¢ results, and remains
after removal of forces and torques. At the atomic scale, what has happened
is that a vertical plane of atoms has broken, one edge remaining discon-
nected, while the other edge has connected up with the partial plane above
it that was originally to its left. In fact, part of a horizontal plane of atoms
has slipped to the right, its atoms coming into register with those that were
originally below them to the right. The disconnected edge of the vertical
plane is called an edge dislocation, and the plane where the slipping has
occurred is called the slip plane. If we wipe out the lattice planes from
figure 5.1¢, we can identify the edge dislocation by the conventional T-
shaped symbol (inverted here), and the slip plane by a dashed line, in
figure 5.1d. Note that in this illustration the slip plane and the dislocation
symbol for the edge are interstitial. The displacement along the slip plane
equal to an interplanar distance in the crystal, denoted b in figure 5.1d, is
the Burgers vector of this edge dislocation. We note that, from figure 5.1¢,
an edge dislocation looks like the edge of a partial plane of atoms that is
inserted into an otherwise perfect segment of crystal. Such an atomistic
configuration can occur with or without the stepped configuration of the
left-hand face of crystal shown in figure 5.1c.

For a continuum picture of an edge dislocation, we can think of figure
5.1a as having been created by cutting horizontally into a block of material
from the left, displacing the edge of the left face above the cut by b relative to
the edge of the face below the cut, and then rejoining the material inside the
sample. The edge dislocation then coincides with the edge of the cut inside the
sample, the cut defining the slip plane. The only atomistic information in this
picture is that |b | is an interatomic distance. In a similar way we can create a
screw dislocation, by displacing the two parts of the left-hand face by a
Burgers vector b’ parallel to the edge of the cut. These two cases are
illustrated in figures 5.2a and 5.2b respectively. The screw dislocation is
defined to be the edge of the cut inside the sample, just as for the edge
dislocation. Using the word screw to describe this case can best be illustrated
with a cylindrical sample of material, as in figure 5.2¢. The shaded end of the
cylinder that was originally an atomic plane, is deformed into a helical ramp,
or screw-type configuration. All atomic planes that were originally parallel to
this one inside the sample join up to make the helical ramp continuous. A
mixed dislocation can also be created by making the edge of the cut within
the sample curved, as shown in figure 5.2d. The dashed dislocation line,
where it emerges from the right-side face of the sample is screw-like, the
relative displacement of material above and below the cut being parallel to
the dislocation. Where it emerges from the front face (partly shaded),
however, the displacement is perpendicular to the dislocation line, rendering
the latter edge-like.
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Figure 5.2. (a) Creation of an edge dislocation by cutting into the sample and displacing
an outer edge of the cut perpendicular to the inner edge of the cut. (b) Creation of a
screw dislocation by cutting into the sample and displacing an outer edge of the cut parallel
to the inner edge. (c¢) Illustrating the process of creating a screw dislocation as in part (b),
but in a cylindrical sample of material. () Creation of a mixed dislocation by cutting into
the sample and displacing one edge of the cut perpendicular to one part of the inner edge
and parallel to another part.

We note that a dislocation line, edge or screw, cannot end inside the
material because it is the edge of a cut coming from the outside surfaces.
We can image a cut, or separation, between two atomic planes, such that
the cut is completely inside the material. We then create a closed dislocation
loop entirely inside the material by moving material above the cut by an
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interatomic displacement relative to the material below the cut. Dislocation
loops are extremely common and important in materials science. They
are very well illustrated and discussed by the Weertmans (1964) in their
figure 1.6.

If we return to figure 5.1, we can perhaps see that reapplication of
shear could cause the edge dislocation to move to the right in steps of b
(see figure 5.1a) until it disappears at the right-hand face, which at that
point would have an overhanging step above the slip plane. Thus if a material
contains a reasonable density of dislocations (edge and/or screw) then plastic
shear deformation takes place by the migration of the dislocations across
their slip planes, rather than by displacement of one whole atomic plane
relative to an adjacent one all in one movement. The energy required for
the latter process is much larger than that for the former. The relative ease
of plastic deformation compared with what would be expected for a
perfect crystal was evidently a key fact that led to the discovery of the
dislocation. .

In figure 5.1a we introduced the Burgers vector b for that edge dis-
location. Although the idea of the Burgers vector is fairly simple, its
precise definition is tricky as the reader will find on consulting some of the
standard references cited later in this chapter. In terms of an atomistic
model, one compares a closed circuit in a perfect, dislocation-free crystal
with the corresponding circuit around a dislocation line, stepping from one
atomic site to the next one. By ‘the corresponding circuit’ we mean the
same sequence of site-to-site steps, each in the same crystal direction as
before. If the circuit is not too close to the dislocation line, the crystal direc-
tions of the perfect crystal are only slightly perturbed, locally, in the presence
of the dislocation. Consider first a closed circuit in the perfect crystal. Let the
atomic sites involved be denoted by position vectors EJO, J=12,...,n.
Then the total displacement around the circuit is, trivially,

(ﬁzo - 1310) + (Em - ﬁzo) +oeeet (ﬁnO —R,_19)+ (EIO - ﬁnO) =0. (5.1)

In the presence of the dislocation, atomic positions that are not close to the
dislocation line will be slightly displaced from perfect crystal sites R, to
(ﬁ 70 + ;). The sequence of site-to-site steps defined by the perfect-crystal
circuit will not now close, because one of the atoms along the original
circuit will have been replaced by another atom in the ‘cutting and displace-
ment’ process upon which, in principle, the dislocation is based. Neglecting
small site displacements i;, the last step of the sequence will end up at
R, 1 where (n+ 1) # 1, and where in fact

(En+l,0 - RIO) ~ (—I;> (5.2)

For the closed circuit in the presence of the dislocation, the closure being
provided by the Burgers vector b, if we include the small displacements i,
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we have

(ty —ihy) + (i3 —1h) + -+ + (1 — 1) = —b. (5:3)

or
> (Aidy) = (=b). (5.4)
J=1

The discussion above, for a crystal of discrete atoms, requires that the
circuit in the presence of the dislocation should not pass too close to the dis-
location line. In fact the discussion is valid, in the sense of the approximate
equalities of equations (5.2)—(5.4), to fair accuracy, provided the circuit does
not intersect the dislocation line. If the circuit stays well away from the
dislocation line, then all of the displacements #; in equation (5.4) are small
in the sense of linear elasticity theory (Chapters 1 and 2), and the number
of atomic sites on the circuit is large, i.e. the size of the circuit is large
compared with atomic dimensions. In that case, equation (5.4) reduces to

L dii = (=b), (5.5)

the equality being highly accurate.

For a given circuit ¢ in equation (5.5), and correspondingly in the
discrete-atom picture of equations (5.3) and (5.4) with equation (5.1), the
direction around the circuit is arbitrary, and so therefore is the direction of
b. The ambiguity can be resolved as follows. Arbitrarily define a positive
direction, represented by the unit vector 7, along a dislocation line. Define
the direction around the circuit to establish, by the right-hand thumb rule,
the orientation of the circuit in the perfect crystal to be perpendicular to 7.
Then, as above, the Burgers vector b is the closure of the circuit in the
presence of the dislocation. In this case, the vector (Z; x 7) lies in the extra
plane of atoms that defines an edge dislocation, and b is parallel to the
positive direction of a screw dislocation for which the screw is left-handed,
as is the screw dislocation illustrated in figure 5.2¢.

5.3 Deformation fields of dislocations

We now consider dislocations at equilibrium in a solid on the basis of con-
tinuum mechanics. From the last section we realize that such a treatment
will need to be limited to the region not too close to the dislocation line.
The analysis will be based on the equilibrium condition for an isotropic
continuous solid, equation (1.94), Chapter 1,

(A + 1) 0,0kuy + O Ou; = 0, (5.6)

along with the requirement for a dislocation, equation (5.5).
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X

Figure 5.3. Creating a screw dislocation by rigidly displacing that part of the cut in the
elastically deformed non-core region, the core region being indicated by shading.

5.3.1 Screw dislocation

For a screw dislocation, we introduce the Burgers vector explicitly by consid-
ering a configuration of material similar to that in figure 5.2¢. We cannot
apply continuum theory right down to the dislocation line, as illustrated in
figure 5.2¢. Instead, we consider a uniform displacement over that part of
the slip plane that lies at a sufficient distance from the dislocation line; that
is, outside the dislocation core. The proposed configuration is illustrated in
figure 5.3, where the intersection of the core with the end of the cylindrical
sample of material is shown shaded. In figure 5.3 we have not shown the
shear deformation within the core, since it cannot be accurately represented
by continuum theory. The system shown in figure 5.3, having been subjected
to a shear, will not change volume in first order: see the end of section 1.2.1.
Thus if we identify the direction of the dislocation line as the z direction
(indices i or k equal to 3 in equation (5.6)), then there is no deformation in
the x—y plane: u; = u, = 0. From figure 5.3, outside the core w3 will be
independent of the radial distance r, because the displacement in this
region is uniform with respect to r in the slip plane. From the isotropy of
the material, we conclude that

b

~ 9, Uy = Uy = O, (57)
2w

Uy = —
where 6 is the angular position relative to the slip plane in the right-handed
sense relative to the z axis. The negative sign in equation (5.7) comes from
this choice. Equation (5.7) represents a multi-valued distortion field i (¥),
in the sense that ¢ and (6 + 27) represent the same point in the material,
for given (r,z). This conforms with the earlier representation of the
Burgers vector, equation (5.5), with # increasing by (—b) with each
passage around the closed path ¢. Because the slip plane defines a transverse
reference direction the system does not have cylindrical symmetry, so a
cartesian coordinate system is as convenient as a cylindrical coordinate
system, for purposes of visualization. If # = 0 defines the x—z plane, then
from equation (5.7),

_ b 1 ()
Uy = 27Ttan (x) (5.8)
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Let us test equations (5.7) and (5.8) as a solution for the equilibrium
condition, equation (5.6). Since us is independent of z, equation (5.8), and
u; = u, =0, equation (5.7), we have (6 -4 ) = 0, so the first term in equation
(5.6) is zero (Opuy, = V- u). We are left, in equation (5.6), with

w(8F + 33)uz = 0. (5.9)
From equation (5.7), we must therefore evaluate
(0 + 83)uy = —%(a% + 33)0. (5.10)
From tan 6 = (y/x) we easily conclude that
2xy o)
N =———- = —0, 5.11
1 (xz +y2) 2 ( )

so that the equilibrium condition, equation (5.9), is satisfied.
We can now evaluate the strain tensor ¢; equation (1.5). From
equations (5.7) and (5.8) we easily see that

&1 :5222533:02512. (5]2)
Furthermore:
:%(831/!1 +81H3) :%81u3 (513)
Ex3 = %(82u3 + 831/{2) = %({921/{3 (514)
O\uy = ~5 0,0 = —(cosﬂ?)(%)
b y b sinf
=— = 5.15
2 (x* 4y 27 r (5.15)
b 201 b X b cosd
821/13——%(003 0);——ZW——Z T (516)

We now combine equations (5.13)—(5.16), writing the result in cylindrical
(r,0,z) coordinates, based on x = rcosd, y = rsin6:

b sinf

=— — 5.17

€31 dr r ) ( )
b cosf

&x3 = _ﬂ ; . (518)

The characteristic #~' behavior of the strain at large distance from a dis-
location is evident here, along with asymmetry associated with the slip
plane. Equations (5.17) and (5.18) also illustrate the problem with the
continuum approximation in relation to the core region, where extrapolation
r — 0 would lead to infinite strain, contrary to the assumptions of linear
elasticity theory. Although we have obtained a multi-valued distortion
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field #(r"), equation (5.7), we see that the strain field ¢;, equations (5.12),
(5.17) and (5.18), is single valued. Finally, we note that for an isotropic
material, from Chapter 1 following equation (1.62) and translating from
Voigt to cartesian tensor notation, the stress tensor field is

ub sin 6

031 :% . y (519)
ub cosf

073 = —Z ; . (520)

Let us now consider the resultant force and torque on a cylinder of
radius R containing the screw dislocation whose stress tensor is given by
equations (5.19) and (5.20). We can do this from the relationship between
external surface forces per unit area P; and stress o;; at the surface of the
material, from Chapter I,

where 7; is the unit outward normal at the surface. On the cylinder,
n; = cosé, n, = siné, ny = 0. (5.21)

From equations (5.19)—(5.21) we see that P; = 0,7 = 1,2, 3. Since the external
force per unit area vanishes everywhere on the cylinder’s surface, there can be
no net force or net torque on it.

5.3.2 [Edge dislocation

To study an edge dislocation in the continuum approximation we use the
same concepts as in the previous section: that is, we produce uniform
displacement over that part of the slip plane that lies outside the core: see
figure 5.4. The non-uniform displacement occurs entirely in the core
region. For a long dislocation line, the properties of the system are indepen-
dent of z. We now conjecture that, outside the core, u;, varying from zero to
(—b), does so linearly with angular position 6, independent of r. Presumably,
if this conjecture is valid, it will be so as a result of very special boundary

Figure 5.4. Creating an edge dislocation by rigidly displacing that part of the cut in the
elastically deformed non-core region, the core region being indicated by shading.
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conditions. We then have
b b -1 (Y
=——0=——t = . 5.22
“ 27 21 an (x> ( )
The thought that u,, as well as w3, might be zero, is quickly dispelled:

the equilibrium equation (5.6) would not be satisfied. Specifically, its y
component, i = 2, becomes

(/\ + u)8281u1 = 0
But from equation (5.22),

_b 2 2
oy = (2) 0 =)

2 ) (x* +)?)
which is not zero in general. Nonetheless, let us persist with u3 = 0, u; given

by equation (5.22), and u, to be determined. Then the equilibrium equation
(5.6) gives

{ON+2m)0F + pd3uy + N+ )00, =0,  i=1 (5.23)
{N+21)33 + pdius + N+ p)0rdyu; =0, i=2. (5.24)

Again from equation (5.22), these reduce to

__ v (b
010y = 1) <ﬂ_> (5.25)
and
2 2
2 2V, S _ ﬂ

(O 2008 g = O S (<52). (520

Now we have chosen u; = u;(6). Let us investigate whether a solution exists
with u, = u,(r), where

r= ()" (5.27)
We then have
N du2 N X dl/lz
Bluz = d}" 81r = (x2 +y2)1/2 d}‘ (528)
xy du, X d’uy }
0,01y = {— —+ Ohr
U1 U2 (X2 +y2)3/2 dr (X2 +y2)]/2 dr2 2

xy du, xy d2u2
_J_ - =20 5.29
{ 3 dr + 2 d2 } (5.29)
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Substituting equation (5.29) into equation (5.25), we have

2
xy (d7u, 1du,\ (D) xy
r <dr2 r dr) B (7T I (5:30)

GOS0 e

If we denote du,/dr = f, then this is

(% - %)f - (g) > (5.32)

Seeking a solution f = ¢r", we find

d]/lz b 1
=_2_[_Z)Z 5.33
dr ( 27r> r ( )
whose solution is

e (D(D) - (D) e

The additive constant of integration expressed by R represents the boundary
condition that when r = R, u,(r = R) = 0 . This condition, u, = 0, will only
be rigorously satisfied, independent of 6, as R — oo for an infinitely thick
cylinder of material. It will be approximately valid for a large enough
sample, at and beyond large but finite R. The solution that we have found
is approximate in this sense.

We must now see whether this solution, equation (5.34), satisfies the
other equilibrium equation (5.26). Now we have

Dy = (—%)az (ﬁ) = (—%) % (5.35)

whence the left-hand side of equation (5.26) is

(x*=») (b
(Ot 20 = ) 2 (— 27T) (5.37)

or

in agreement with the right-hand side. We have therefore found a solution

u1:—£9, uz—iln<%>, uz = 0. (5.38)
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We may use this solution to obtain the strain tensor and the stress
tensor. This will lead us to discover the boundary conditions and externally
applied stresses to which the solution is subject. Rewrite equations (5.38) in
cartesian coordinates:

b b 2 2
23} :_Ztan71 (%)7 uzz_ﬂln (%)7 U3:0. (539)

We readily evaluate the strain tensor, defined in equation (1.5), using
equations (5.39):

b y b sinf
€11 €22 b (x2+y2) o ( )
b X b cosd
= = —-—-————_— — — .41
€12 = €21 b (x2+y2) S (5.41)

with all other elements zero. We note from equation (5.40) that Tre = 0, so
there is no dilatation or compression in the given strain, only shear: see
equations (1.14) and (1.19), and also equation (1.25): no rotation. We also
note that the radius R defined for equation (5.39) does not enter the strain
field equations (5.40) and (5.41). All that is required is that such a radius
exist.

For the stress in this isotropic medium we use equations (1.60)—(1.62)
and the following equation in Chapter 1, along with equation (1.44), to
obtain

b sin @ ub cosf

011:—022:? PR 012:_? P (5.42)

In equation (5.42) the Lamé elastic constant p is known to be the shear
modulus: see equation (1.79). This reflects our earlier statement that only
shear is involved, and not dilatation or compression.

We are now in a position to determine the external forces that are
necessary to maintain the deformation field that we have derived, equations
(5.39). As for the screw dislocation of the previous section, we evaluate the
external force per unit area P; = n;0; on a cylindrical sample of radius R,
now containing the edge dislocation, for which the stress tensor o is given
by equations (5.42). Again with n; = cos 6, n, = sin 6, we obtain

b
P =Py =0, Pzzfj:—R. (5.43)

The net force per unit length of cylinder is therefore given by

2T
0
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The torque per unit area 7 is given by

i j k ,
f=nR x ]3 =det| Rcosf Rsin @ 0| = —lé %COS 0. (5.45)
0 —(ub/xR) 0

The net torque 7 per unit length of cylinder is therefore

2
T = J do R7() = 0. (5.46)
0

This result may be obvious from the symmetry of P, with respect to the y—z
plane in equation (5.43). If r, is the radius of the core region, then there is a
further force per unit area (ub)/(7ry) on the inner cylindrical boundary of the
non-core region where n; = —cos 6, n, = —sin @, resulting in a further net
force F5 = (2ub) on that boundary. The force F, on the outer surface of
the cylinder must come from an outside object. The equal and opposite
force F5 must come from the core of the dislocation. Some external agent
must be pushing on the core with this force, though experimentally such a
force is not realizable. The fully correct deformation field would not have
any such forces: the external forces on core and non-core regions would be
zero. Weertman and Weertman (1964) present a solution (their equation
(2.13)) that eliminates the need for external forces applied to the core or to
the outer surface of the cylinder. Nabarro (1967) discusses this solution in
detail. (See also Exercise 5.1). We note that it involves Poisson’s ratio, and
hence dilatation as well as shear. The solution that we have worked with,
equations (5.37), omits a term (~ sin 6 cos 6) for u; and a term (~ sin” §) for
u,, and it overestimates the strength of the logarithmic term.

5.4 Uniform dislocation motion

We now want to examine the condition for the screw dislocation of figure 5.3
to propagate with uniform speed, say V, in the x direction. The static solution
for the deformation field # () is given by equations (5.7) and (5.8):

b _ b -1 (VY
7E07727rtan <x> (5.47)

We recall that, in figure 5.3 the deformation in the non-core region is pure
shear, and that only the shear modulus comes into the stress—strain relations
in this case. The equation of motion for deformation is given by equation
(2.33). If we look for a shear wave solution, noting that the deformation, equa-
tion (5.47), satisfies V -ii = 0, then from equation (2.35) with equation (2.36),

1
(v2 - a%)a'_o.
T

w (r) =uw(r) =0,  wus(r) =
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From equation (5.47), this reduces to

1
{(a%+a§) —1)26,2}% =0. (5.48)

T

Let us seek a solution u3(7, t) = u3(x, y,t) which propagates in the x
direction, perpendicular to the screw dislocation line, without change of
shape:

up =u, =0, us(x, 1) =f(x— Vi, p). (5.49)
Then
Orf = VoS (5.50)
Combining equations (5.48)—(5.50),

V2
{(1—_2>a§,+a§}f:0, (5.51)
Ut

where X' = (x — V). From equation (5.51) we can see that the requirement is
(0% + ) =0, (5.52)
where
/ 28172
s X (x=Tr) ( V )
X="=x_"7 B=(1—-—=) . 5.53
5 B z (5:53)

Now we have seen that our solution, equation (5.47), for the static deforma-
tion field of a screw dislocation as in figure 5.3, satisfies

(93 + 3})uz = 0. (5.54)

Thus for the time-dependent deformation, u; = f, equation (5.49), propa-
gating with speed V' in the positive x-direction without change of shape,
we may take, from equation (5.52),

u3(x7y7[) :f(x//ay): (555)
where
S(x"y) = —% tan~! (%), (5.56)

with x” given in equation (5.53). This form will propagate without change of
shape. From equations (5.55), (5.56) and (5.53), we conclude that

b
Uy =uy = 07 Uy = —E tarfl (x fJ}V[) (557)
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The relation given in equation (5.53), that at 1 = 0,

V2 1/2
x:ﬁxﬁa ﬁ:<l__2) )

Ut

is analogous to the Lorentz—Fitzgerald contraction in special relativity, with
the transverse speed of propagation vt now playing the role of a limiting
speed for the relative motion. We do not take the analogy to be particularly
meaningful, however, except that there is a limiting speed for the motion
described here. It is straightforward to pass from the deformation field ,
equation (5.57) to strain g, to stress oy, as in equations (5.13), (5.14), and
(5.17)—(5.20). The resultant stress, in cartesian coordinates, is
_ub By
2m [(x = Vi)* + 53]
073 = —'u—b (x 72Vt) . (559)
21 [(x = V)" + 377]

Consider the plane x = V¢, perpendicular to the x axis, containing the
dislocation line, moving in the x direction with speed V. In the non-core
region, on this plane

(5.58)

03]

T e N L (5.60)

o 2\1/2
1 ——
< > Y

Thus as V' — vy, 031 — oo for finite y; the shear stress becomes infinite. Thus
V' = vr, the speed of shear waves in the medium, is an upper bound for the
speed of propagation of a straight screw dislocation perpendicular to the
dislocation line in the slip plane. It turns out that the same limit applies to
edge dislocations, from this level of theory (see for example Nabarro
(1967), section 7.1.1.1).

5.5 Further study of dislocations

In this chapter we have discussed only the simplest aspects of dislocations.
Even an elementary course devoted to dislocations will cover a much wider
range of topics. In this context we have already mentioned the book by
Weertman and Weertman (1964), which has a theoretical orientation. We
also mention Hull and Bacon (1995) at a similar level. At the advanced
level, we mention three works, each with somewhat different orientation,
and therefore complementary: Friedel (1964), Nabarro (1967) and Nadgorny
(1988). No doubt there are many other worthy books at both elementary and
advanced levels. Perhaps the best pedagogical work on fundamental proper-
ties known to the author is the five-volume series entitled Dislocations in
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Solids edited by Nabarro (1979 and later). This series in fact extends to at
least ten volumes with more specialized topics.

The reader can readily imagine the range of topics through which this
subject extends. For example: point defect interactions with dislocations,
including aggregation and stability; interactions of dislocations with surfaces
and interfaces; interactions amongst dislocations; configurations, dynamics,
topology and evolution of dislocation networks; optical, magnetic, electric
and chemical, as well as mechanical properties of dislocations; rate processes
involving dislocations and other crystal defects in interaction; the role of
dislocations in plastic deformation, cracking and fracture; and combinations
from the preceding list.

While we have emphasized the continuum description of dislocations in
this chapter, there is a substantial and growing literature in which atomistic
(i.e. discrete atom) models are used, either exclusively or in a hybrid com-
bination of atomistic core region with continuum non-core region. In the
former context, we mention two approaches. An atomistic modelling
scheme based on the shell model for insulating crystals has been developed
(Puls et al., 1977) and extensively applied (see for example Rabier and
Puls, 1987). The shell model will be introduced in Chapter 9. The other
approach is based on the embedded atom method (EAM) of Daw and
Baskes (1983, 1984); see also Daw et al. (1993). EAM incorporates the
inescapable many-body quantum-mechanical features of interatomic
interaction in metallic systems. Its applications to dislocations are exempli-
fied by the works of Simmons et al. (1997), and of Rao et al. (1999).



Chapter 6

Classical theory of the polaron

6.1 Introduction

The concept of a polaron arises from considering the motion of an electron in
a dielectric medium. The electron carries a characteristic field of dielectric
polarization along with it, leaving behind a decaying wake of polarization.
One can then think of the electron and its dynamic polarization field com-
bined as a quasiparticle. It is this quasiparticle that is called a polaron.
The properties of polarons are important not only for electron motion in
insulators and semiconductors [see for example, Appel (1968), especially
sections 10 and 20 entitled ‘Experimental Situation’], but for highly diffuse
bound states, such as the excited state of an electron in the presence of an
anion vacancy (called an F center) in an ionic crystal [see for example
Fowler (1964)]. In fact, the concept generalizes widely, to the description
of various quasiparticles in condensed matter interacting with a self-
created field in the medium.

Apart from the importance of the polaron and of polaronic effects in
condensed matter, the effect of a particle’s self-created field on its dynamical
state is of major importance in the history of elementary particle field theory.
Specifically, the non-zero interaction energy of a hydrogen atom electron in
its 25% state with its self-field (electromagnetic), compared with that in its Zp%
state, which is zero, accounts for the Lamb—Retherford effect (1947). This
2s%2p% energy level difference is zero at the level of Dirac electron theory
when self-interaction is omitted. In addition to an energy level shift (the
Lamb shift), the self-interaction contributes to the particle’s kinetic energy,
or to its observable mass. In quantum field theory, the numerical values of
both the mass contribution and the level shift are infinite. Consistent and
meaningful ways of dealing with these infinities to give finite results in
agreement with experiment have been developed: so-called renormalization
theory. Excellent discussions of the Lamb—Retherford effect are given by
Sakurai (1967, section 2.8), and by Baym (1969, p. 574). To the uninitiated,
it is very difficult to have an intuitive picture of mass renormalization
and energy-level shift due to self-interaction for an electron in vacuum,
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particularly when attempts at an analytical description yield divergent
integrals. On the other hand, the classical picture of the polaron to be
presented here seems to the author to be much simpler to follow and to
visualize, and it leads to explicit, finite expressions for mass renormalization,
or effective mass, and for the self-energy.

We shall consider a classical electron moving at constant speed (cor-
responding to a quantum-mechanical momentum eigenstate) in a classical
homogeneous isotropic dielectric continuum. In section 6.2 we derive the
classical equations of motion of a polaron, and in section 6.3 we solve for
the properties of a polaron with constant velocity. In section 6.4 the momen-
tum dependence of the effective potential for the polaron quasiparticle will be
used to discuss briefly an interesting aspect of the quantization process for
such a system in a magnetic field. We remark that, in a sense, this chapter
contains an extension of the continuum theory of elasticity upon which
Chapters 1 to 5 are based.

6.2 Equations of motion

‘We model this section on an introduction to polaron theory by Frohlich (1963).
It uses the hamiltonian formulation of mechanics: see Goldstein (1980),
especially sections 1.4 and 8.1. For polarization that is not too strong, we can
take the energy density of the field to be harmonic. The polarization P (F, 1) is
the electric dipole moment per unit volume of dielectric. In Chapter 9 we
shall show, in the context of a classical atomistic model of an insulator, that
P is proportional to the deformation field i(F, ¢), introduced in section 1.2.
In harmonic approximation (i.e. within the limits of linear elasticity theory),
therefore, the lagrangian density of the polarization field is of the form
I(7.1) = S 1P (. 0) = 7 P(7.0) (6.1)

In equation (6.1), the dot indicates time derivative. Frohlich (1963) shows
that the effective ‘force constant’ (jw?) is simply related to the low and
high frequency dielectric constants of the material. We put ‘force constant’
in quotation marks because it does not have the dimensionality of a force
constant. The parameter p is proportional to the mass density, through the
linear relationship between P and #.

We now Fourier analyse the polarization field subject to periodic
boundary conditions on a large cubical volume V,

PRty = V23 gp (T (6.2)
>

where
k,=2xV""Bn,,  n,=0%+1,42,... (6.3)
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In equations (6.2) and (6.3), « refers to cartesian components. Substituting
equation (6.2) into equation (6.1) we have for the lagrangian density

Z{q,m G (1) = D qp, (Dgp, (0}V " expli(k + &) - 7).

k o (6.4)
The total lagrangian for the field is therefore
L(t) = JV &ri(F, ). (6.5)
We note that in view of equation (6.3)
po! JV Srexpli(f+£)-7] = 8¢ (6.6)

Substituting equation (6.4) into equation (6.5) and using equation (6.6) we
obtain

B
: :{qk'a'q ko UJ qk’a'q k'a'} (67)
k/ |

We note that Lp in equation (6.7) is real because ¢ = cj,li is required so that
the polarization P in equation (6.2) will be real.

We must identify the Fourier coefficients g as the generalized co-
ordinates for the mechanical system consisting of the polarization field.
The canonical momenta are

Ly = g, (68)

We note that in differentiating Lp, equation (6.7), with respect to qk , the
particular vector k occurs in two terms in the sum over k. From equations
(6.7) and (6.8) we obtain the hamiltonian for the field,

Hp— {Z dr Il - LP}. (6.9)
F

Using equation (6.8) to eliminate ¢z, in favor of g, we obtain from
equation (6.9) with equation (6.7) '

Hp = Z { Z HE’,(Y’H—E’@’ + 5 q,;,’a,q_,;,,u,}. (6.10)
k.o

The electron part of the hamiltonian is trivial,

1
H, :%pz, (6.11)
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where p'is the canonical momentum of the electron and m is its mass. In fact,
if 7, the position of the electron, has its components identified as the
electron’s canonical coordinates, then

Pa = mi‘el,(w o = 1a2a3a (612)
or
F=mv, T=F, (6.13)

where ¢/ is the electron’s velocity.

We now consider the hamiltonian term representing electron—field
interaction. If the electron were at rest at 7, its displacement field [5(7, Fel)
in the medium would interact with the polarization that it produces with
an energy which, in linear approximation, is

Hpo = —j & B - B (7' 7a) 0. (6.14)

When the electron is in uniform motion, a dissipative effect arising from
dynamic polarization, like a viscous drag, acts on the electron. We assume
that the electron is moving so slowly that this dissipative effect is negligible.
This validates equation (6.12) above. We Fourier analyse P asin equation
(6.2) and from equation (6.14) obtain

Hpo = — Z d g5 (6.15)
ko
where
e =V [ @re D, Ru0) 0 (6.16)

is the Fourier transform of D /&0 in ¥ with periodic boundary conditions. We
now combine equations (6.10), (6.11) and (6.15) to get the hamiltonian for
the whole system:

H = (Hp+Hy+ Hpy)

1 ,uwz
= |: Z { ZHE’,(Y’H—E'@’ + T qlg',(y'q—l;’,a’}

2
P o
+ 2m o Z d—/g/,a’(rel)QE/ﬂ/] . (617)

We note that, from equation (6.12), d;, is a function of 7. Here, ¢ is the
permittivity of free space.

Perhaps we should comment on the use of periodic boundary conditions
for a system of net charge (—e) due to the excess electron (¢ > 0). We assume
that the periodically repeated volume V is so large that the effect of one such
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volume on an adjacent one is negligible: the polarons in different regions of
volume V" are essentially non-interacting. In the infinite medium represented
by the periodic boundary conditions there is an infinite number of electrons
whose repulsive interaction energy is infinite, but unchanging as the system
evolves in time. Since it contributes nothing to the dynamics, we ignore it
as a harmless artifact of the formulation.

We now evaluate the hamiltonian equations of motion, from equation
(6.17):

: OH .
g, = - Do {—1’q g, +d (o)}, (6.18)

. aH (ad];/ (‘t,)
Pa = — = — s 6.19
arel,a E’Zo/ arel‘(y k ( )

OH 1
Ieo = r1 =y ke (620)
. OH 1
Fela :gzapa- (6.21)
«

We combine equations (6.18) and (6.20),

. I
GI;;,VQZEH,;; { qua+ d o(Fe )},

or
s L
(o @ dga) =7, dialTa): (6.22)

Let us evaluate d  (7;) in equation (6.22) for the point charge electron
at ry, using the deﬁmtlon equation (6.16). From Maxwell’s equation,

V-D=p (6.23)
with
p(r) = —eb(F = Fa), (6.24)

for a classical point-charge electron, and applying Gauss’s theorem to
equation (6.23), we obtain the Coulomb result,

e (-7
D(r,rel) = —E ﬁ. (6.25)
S

We substitute from equation (6.25) into equation (6.16),

12 PF—7 o
de =——°¢ J & fli e kT, (6.26)
“ 4meg |7 — Tl
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We make a change of variable,
P
F=(F=Tra),

and perform the integration in spherical polar coordinates with k defining the
polar axis. Then d;, = d;-, = 0, and

V12 el cos(kr') sin(k'r)
dy, = ST dr’{ — . 6.27
e <mv“ww2} 627

Now integrating the first term by parts, with the change of variable x = kr’,

l_rod CcoS X __l sinx°°+J°°d sin x
k 0 A Tk x o 0 xx2 ’

Thus the integral in equation (6.27) has the value

I [sinx]> 1
_ - - 6.28
k[x}o L (6.28)
and equation (6.27) reduces to
ey 12
Ao =" b, (6.29)

where we recall that the cartesian coordinate axis o = 3 is in the direction k.
We can therefore write

I = e F 7, (6.30)
where
ieV=1?
3oLtz 6.31
k eopk k Yr ( )

With equation (6.29) we obtain the equation of motion for the polarization
field from equation (6.22),

(G, + wzq,;a) = 0ia g ikera (6.32)

Schultz (1963) gives an excellent discussion of the Green’s function solution
of equation (6.32).

6.3 The constant-velocity polaron

Suppose the polaron is moving with constant velocity ¥,

P = e t. (6.33)
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Equation (6.32) becomes

(Gr, + w2q,;ﬂ) = Vi e % (6.34)
where
Q= (k-7)=-Q (6.35)
Equation (6.34) has a solution Ao ™ e % namely,
Ora %t

o (1) = T (6.36)
k

Next consider the equations of motion of the electron, equations (6.19)
and (6.21),

1. 1 0

Fao = — po=— Ve
el m Dao m 4 8"617(1( —k/’a/)qk/_’m

ko

(6.37)

We ask whether this is compatible with our assumed solution 7,; = ¥+ ¢, i.e.
Felo = 0. (6.38)
From equations (6.30) and (6.36) we can evaluate the right hand side of

equation (6.37), to see if it is zero. We have
—ik' -7 o2

! 9 RN L R ||

- 9. (/144,07“/ o e' rel) ~ 3 o T (lko/) 2 _ 02\

m EZ,:’ el o k, (W -Qz) m EZ; (W - Q)

(6.39)

We introduce spherical polar coordinates (k, 6, ¢) in Ig;space, with the polar
direction given by ¢. We replace the discrete variable k, equation (6.3), by a

continuous variable, and use the density of points p; in k-space that follows
from equation (6.3):

e =V/(@2r). (6.40)
Equation (6.39) then becomes

IZ Jd3kk _792) (6.41)

a=1

which with the definitions of ¢ and €2, equations (6.31) and (6.35), becomes

3=

1e r ,
Y e : (qwk’) Ve
el N N S e S
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where we have introduced A = cos . The expression in equation (6.42) is
proportional to
00 , 21 1 k/
dk J d J d\—5——. 6.43
Jo R (W? — K20 \?) (6.43)

Now the x, y, z components of k' in polar coordinates are

k} = k'sinfcos ¢ (6.44)
kh = k' sinfsin ¢ (6.45)
ks = k' cosf = k'\. (6.46)

Thus the expressions in equation (6.43) for « = 1 and a = 2 are zero from the
integral over ¢, and that for a = 3 is zero because the integrand is odd in A,
and the integration is over a symmetric region about A = 0. We therefore
conclude that the equation of motion, equation (6.37) and the assumed
solution #,; = ¥- t are compatible.

We can now evaluate the total energy from the system’s hamiltonian,
equation (6.17), using equations (6.20), (6.36) and (6.30). We have

Hl;’,a’Hflg’,o/ = p’zq.flg’,a’q-l;’,a” (647)

|S0/€’o/|2
qlg’,(!,q—lg/,a/ = 72 : PRVE (648)
(w - QE()
pleg o

dfl;’io/ql;’o/ = 2 2 \° (649)

In arriving at equation (6.49) we have used the result from equations (6.30)
and (6.31) that

de= p@pe ™ = gz, (6.50)
Now substituting from equations (6.47)—(6.49) into equation (6.17) we obtain
2 2 2
I W, . . Jpw |<P/;gaf|
H = {% + Z |:§(_IQE’)(_IQE’) +T:| m
k' k'
log: ol
l;’.,a’ k'’

Simplifying equation (6.51) we obtain

2 2 2
P U (w _3915) Lo
H= {——— a1 (6.52)
2 22 1Pkl (o
2m 2 3 (w —ng)
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where we have used Q= —Qp. To see this in terms of the canonical
variables, we must express € in terms of pj through equations (6.35),
(6.33) and (6.21):
k-p
Q-=| —|. 6.53
o= (52) (653

From equations (6.52) and (6.53) we then have

o]

For low velocity @, or small p, we can expand the second term in equation
(6.54) to first order in [(k - 5)/(mw)]*:

2 o=\ 2
AR - A NS D AN
H~ {2m+2w2 Xk: 8¢ | me> 1]} (6.55)

Since ¥ is in the z direction, so is p, i.e. p, = pd, 3. Then

SN AT
T e
H= E_E;'w' : (6.54)

2
14 M - 2
H =~ - — - 6.56
{&-2 oI b (6.56)
where the effective mass of the electron, m”, is given by
1 1 H — 1272
— = —4—— -k 6.57
L {m+m2w4§];j|¢k| 4 (6.57

and the effective potential E; due to the electron’s interaction with its self-
induced polarization field is

- H - 2
E;~ 37 ; [z (6.58)

With this lowest-order approximation, there is no momentum dependence
in E,. Without the approximation, we can see from equations (6.54) and
(6.57) that

k3P2
I p G P11
LS el s -2 (

H= - " ———] 7. (6.59
2m*+ 202 3 k | - ksp 22 m* m) (6.59)
mw

The momentum dependence of the effective potential that comes from the
denominator will be further discussed in the next section.
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In equation (6.57) the term added to (1/m) increases the kinetic energy,
for given momentum p of the electron. The definition of m* given there is an
effective mass less than the free electron mass m. A more satisfactory
expression for effective mass comes from identifying the electron’s momen-
tum as p = mi, where ¥ is the velocity both of the electron and of the
polaron quasiparticle. When this substitution is made in equation (6.55)
we obtain

*1 2 1% - 2

H =~ {%m "v ~5.7 Z |Gz } (6.60)

w* =

K

where
m = {m +§ Z |ﬂk~|2k§} > m. (6.61)
K

Now, in equation (6.60), the term (m*'v2 /2), the kinetic energy, is clearly that
of a quasiparticle with velocity ¥ and effective mass m"' > m, the latter
inequality expressing the effect of the polarization field’s inertia. The

corresponding new expression for the velocity-dependent effective potential
E!is

|:1—3( 2'U>:| 2
2 - w (
E;* E |90]§|2

——(m" —m 6.62
2r XAl Sy (69)
w
whence the total energy is
H = (im"v" + E)). (6.63)

We note, from equations (6.62) and (6.61), that the effective potential E, is
independent of electron mass, unlike the form E; given in equation (6.59)
with equation (6.57).

The lowest-order approximation to E., to order ¢°, is the same as E,,
equation (6.58). To evaluate this self energy we must consider

Z el = <50M> Zkz (6.64)

We can convert the summation over k in equation (6.64) to an integral, as we
did in going from equation (6.39) to equation (6.41):

1 N T % 1
k

The result diverges. When this integral is encountered in quantum electro-
dynamics (Sakurai, 1967, section 2.8), a finite upper limit is introduced on
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the grounds that the theory becomes meaningless when virtual photons that
are capable of producing more electrons (along with positrons) are included.
While this is easy to grasp, it is by no means clear that introducing an upper
limit in this way should lead to physically correct results. In the present case,
however, there is a good reason why the integral should be cut off at a finite
value. It is because, in a real material, the normal modes of vibration repre-
sented by g in equation (6.22) are limited to a shortest wavelength, or largest
k-value, by the finite interatomic spacing. For the free field g, i.e. with d;: = 0
in equation (6.22) the dynamical equations determine a dispersion relation
w=w(k) [see equations (2.39) and (2.46), for the continuum case]. Thus
we conclude that the model adopted in this chapter, represented by equation
(6.1), replaces w(lg ) by a single value, some sort of average value, for
example. In Chapter 8, section 8.2, we see how the dispersion relation for a
classical linear chain acquires an upper limit in k, as well as a non-linear w
versus k dependence. Returning to equation (6.22) with D # 0, where the
vibrations of the material are determined by the driving source di: due to
the electron’s charge, the same atomistic consideration applies.

The simplest way to take account of the atomistic nature of a solid is to
let ny be the number of atoms per unit volume. Then there are (3ny V) degrees
of freedom for the (129}") atoms in volume V" of the material, and correspond-
ingly (3ny V) normal modes, and (V) normal-mode wave vectors k. Let k),
be the largest k-value. Then

V 4z 3
— k; 6.66
(27’()3 3 M ( )

}’loV: J dSkpk =
k<ky

whence we estimate the cutoff at
ky = (67°n0)" 3. (6.67)
Combining equations (6.64), (6.65) cut off at k = k;;, and (6.67), we find

1 e VvV [k 1 e\’
S _ 2 \1/3
E == —) =— dk == 6 . 6.68
= %l V (EOM) 272 Jo 2 (Eowr> (67"no) (6.68)

Referring to equation (6.58), we find

1 e\
E ~—— o)\ /3. .
g i (507%0) (67" ng) (6.69)

We can similarly evaluate the mass renormalization given by the second term
in { } brackets in equation (6.61). It is
kv

1% 2,2 wo v 1 € ZJ ) 1 Jl 2,2
— E el ks =— —=2r = — dkk™— dA(E“N7).
Wt = [Pel s W (27r)3 V<50,u) 0 K )i ( )

(6.70)
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In equation (6.70) we have used the result that k3 = kcos 6, and have made
the substitution A = cos# where 0 is the polar angle. The final result, from
equations (6.61) and (6.70), is

(" —m) =0 (—2) (6.71)

C 3p \ gw

The reader should check that the dimensionality of the ratio of the calculated
expressions E, to (m* — m) in equations (6.69) and (6.71) has the required
dimensionality of (speed)’.

In summary, we have derived the hamiltonian for an electron with its
self-induced polarization field in a dielectric solid, equation (6.17) with equa-
tions (6.30) and (6.31). We have analysed the hamiltonian equations of
motion to obtain equations of motion for the polarization field, equation
(6.34) with equations (6.35) and (6.2), and for the electron, equation (6.33).
The electron’s motion, 7,y = ¥t leads to a solution for the polarization field,
equation (6.36). Substituting both into the hamiltonian gives the total
energy in terms of electron momentum p, equation (6.54), or in terms of
polaron velocity v, namely

H= { mzvz + E_i(ﬁ)} (6.72)

where E;(¥) is given in equation (6.62). In terms of the electron momentum,
the electron’s mass m can be renormalized giving m", equation (6.57), to take
account of the contribution of the polarization field to the kinetic energy
associated with the electron’s motion, leaving a momentum-dependent
potential, equation (6.59). In lowest order, i.e. for small momentum, this
potential gives a momentum-independent energy shift, but higher-order
corrections bring in momentum dependence. In terms of the polaron velocity
¥, the electron’s mass m is renormalized to m™’, equations (6.61)—(6.63), with
equation (6.72). In this case, the kinetic energy term (m*’vz) /2 is clearly
identified as characteristic of the polaron quasiparticle, both in terms of its
effective mass m™" and its velocity ¥. The remaining term in the energy, Ei,
equations (6.63) and (6.62), is identified as a velocity-dependent potential
or energy shift. When one takes account of the discrete atomic nature of
the dielectric solid, one can explicitly evaluate the mass renormalization
(m*" —m), equation (6.71), and the lowest order, velocity-independent
energy shift (~E.), equation (6.69).

The polaron theory presented in this chapter is entirely classical. When
values of i, wand ng for typical materials, such as NaCl and KCl, are inserted
into equation (6.71) for the mass renormalization a large number is obtained
(see exercise 6.1). This is not in agreement with either the quantum theory of
the polaron, or with experiment. The theory represented here, however, has
the merit of illustrating in a particularly simple way the self-energy and mass
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renormalization effects that are characteristic of particle—field interaction.
The polaron problem is nearly as old as quantum theory itself: Mott and
Gurney (1940, Chapter III, section 5.3), describe Landau’s work dated
1933 [Landau (1933)]. It still represents a very lively field of theoretical and
experimental investigation. The recent textbook by Marder (2000) gives a
good introduction to both aspects of the subject.

On the experimental side, Marder presents two ratios: in his notation
(m"*/m), where m" is band mass due to the periodic potential of the crystal
lattice, and m is the free electron mass; and (m,/m), where mp, is the
polaron effective mass, corresponding to our quantity m" in equation
(6.57): see also equation (6.67) and the intervening discussion. From
Marder’s notation, the polaron effective mass in units of band mass is

()

<mpj‘) —nm/ (6.73)
m m

(%)
From our equation (6.57), the corresponding quantity, (m"/m) in our
notation, would always be less than unity. By contrast, the experimental
results given in Marder’s table 22.1 have (m,,/m") > 1 in all but two
cases, only one of which, CdF,, is probably beyond experimental error.
For the alkali halides, the ratio is of the order of two, while for common
semiconductors it is close to unity.

The quantum theory of the polaron has been dominated by Frohlich’s
effective hamiltonian [Frohlich (1963, equation (4.24), p. 20)]. The total
energy in this formulation, in appropriate units, depends on a material-
dependent coupling constant, denoted «, in Marder. Several approximate
derivations of the effective mass ratio of equation (6.73) have been

developed. In weak coupling [see for example Frohlich (1963, equation
(5.13), p. 24)], with a,, < 1:

(WIE’f) - <1+%>, (6.74)

in Marder’s notation. From Marder’s Table 22.1, o, <1 for most of the
semiconductor materials listed, and for these, equation (6.74) gives excellent
agreement with experiment. The intermediate coupling theory of Pines (1963)
extends the weak coupling result to values of a, <3, as follows:

-1

, 1 0.020;
<_";§§1) - e L (6.75)
1+-L i
(1+%) (1+%)
When the values of a, for the alkali halides are substituted into equation
(6.75), we obtain the results shown in table 6.1. We see that while both theory
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Table 6.1. Effective mass ratios (1, /m"), equation (6.73), for
polarons in some alkali halides, experimental and as
calculated from intermediate coupling theory, equa-
tion (6.75), where a, is Frohlich’s polaron coupling
constant; based on table 22.1 of Marder (2000).

(n1;ol/m*)

Crystal a, Experiment Theory
KI 2.51 1.66 1.30
KBr 3.14 1.79 1.35
RbI 3.16 1.96 1.35
KCl1 3.45 2.12 1.37
Csl 3.67 2.29 1.38
RbCI 3.84 2.38 1.39

and experiment have the same trend as «,, the discrepancy between
experiment and theory is 22% for the smallest value of «,, namely 2.51,
and the discrepancy rises fast, to 42% at the largest value of a,,, namely
3.84. We conclude that in the intermediate coupling range, the theory is
not very accurate. Feynman (1955) has applied his path integral method to
the polaron theory, obtaining analytical results that are expected to be
valid for all coupling strengths, subject to the limitation of a gaussian
wave function for the electron. Application of Feynman’s results to a
polaronic picture of the diffuse excited state of the F center (an electron
bound to an anion vacancy) in BaF,, where «), has been estimated at 4.63,
leads to a promising result in comparison with the optical excitation
energy [Vail et al. (2002)]. This is discussed further in Chapter 11, especially
section 11.8.

6.4 Polaron in a magnetic field: quantization

Let us now consider a polaron in a magnetic field, and suppose that we want
to get a quantum-mechanical description. Then we want a hamiltonian
operator, in general a functional of p and 7, the canonical momenta and
generalized coordinates of the electron, where p and 7, are operators
whose components satisfy the canonical commutation rules:

[PasPs] =0, (6.76)
[FelasTer 5] =0, (6.77)

[Pas rel,{)’] = _ihé(yﬂ‘ (6.78)
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Since the usual approach is to start with a classical hamiltonian and then
introduce the operator properties of equations (6.76)—(6.78), we would
naturally consider the hamiltonian of equation (6.54), which consists of the
bare electron’s kinetic energy and an effective, momentum-dependent
potential, or else equation (6.59), which consists of a polaron kinetic
energy incorporating a renormalized effective mass m", and a somewhat
different effective potential, still, however, in terms of electron momentum p.

We now turn on a magnetic field, with magnetic induction field B(7),
expressible in terms of a vector potential 4 (7) by

B=(VxA). (6.79)
Classically, we know that the hamiltonian is modified by the replacement
P 17— eA()), (6.80)

where, in the latter, p'is the canonical momentum, not the particle’s mechan-
ical momentum mv [see e.g. Goldstein (1980), section 7.9]. The kinetic energy
term, for example in equation (6.59), becomes
[
.
2m* ’ 2m*
Quantization of such an expression has been found not to present any new

problem of interpretation, so long as the ordering of terms is maintained
as follows:

(F—ed)-(P—ed)=[p*—e(F-A+ A-F) + 247, (6.82)

(7 — eA (7)) (6.81)

In equation (6.82), since p and 7, do not commute,
F-AF) # AFa)-P. (6.83)

Schafroth (1958) has discussed the ambiguity that arises when one tries to
understand the magnetic properties of a system of particles (in the present
case, one particle) described by an effective potential that has momentum
dependence of order higher than quadratic. In equation (6.59) we have a term

[1 - (%)2[)2} 72. (6.84)

The meaning of such a quantum-mechanical operator is in terms of the
power series expansion, whose lowest-order term beyond quadratic is

(r") =p" (6.85)

There is no fundamental criterion favoring one form of p4over another. In
the absence of magnetic field, they are identical in view of the commutation
relations (6.76), i.e.

PaPaP3Ps = PalsPolp (6.86)
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where Einstein summation over cartesian components is used. Furthermore
they are both gauge covariant and hermitian [Schafroth (1960)]. However,
when we turn on a magnetic field according to equation (6.80) we are led
to consider

(Mol — ToTaTaTg), (6.87)
where
To = [Pa — €4a(Fa)]- (6.88)
From the commutation relations, equations (6.76)—(6.78), we deduce
[Par Ap(Fa)] = =110, A, (6.89)
whence
[Ta, 5] = ihe(0, A5 — 0A,)- (6.90)

With equation (6.90), the expression in equation (6.87) reduces to
(%%Wﬂﬂﬂ — T T zﬂf(ﬂﬁ)
— o (—ihe) (B, Ay — DyA,)ms
= (ieh)m {m3(0nAg — 03A,) +1103(0, A5 — 03A,) }
= {(ieh)mym(9y Ay — D3A,) — el m,03(0y Ay — D3A,)}. (6.91)

It is clear that all terms with o = /3 are zero. Performing the summation over
all other terms we obtain, from the right-hand side of equation (6.91),

iehi{m myBy — m;m3By — mym By + mym3 By + mym By — m3my By}
—eh*{m0,By — m,03By — m0) By + m83 B) + 130, B, — m30,B, }
= iefi{(iheB3) By + (iheB,)B, + (ifieB;)B; }
—el*{(m10y — m0,)Bs + (w30, — 7103) By + (05 — w30) By }
= —el*{eB* + (7 x V)- B}
= —eli*{eB’ +7-(V x B)}. (6.92)

In obtaining equation (6.92) we have used the generalization of equation
(6.89) along with equations (6.90) and (6.79). We recall that 7 is the particle’s
mechanical momentum m4. From the Maxwell equation,

VxB=ul (6.93)

for a time-independent system, where y is the magnetic permeability of the
medium, and J is the electrical current density which is the source of
the magnetic field. The spatial variables in equation (6.92) are those of the
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electron r: see equation (6.88). Thus if, as is usually the case, the source
currents of the magnetic field liec outside the sample, as we shall assume
here, then .7(?;1) = 0. In this case we see, from equations (6.91)—(6.93) that
the difference between two hamiltonian terms derived from p*, with non-
zero magnetic field, is (—e’7* B%). This is non-zero, and involves a measurable
physical quantity. The two terms represent two distinct physical situations
with distinct physical properties, and both equally conform to the quantiza-
tion algorithm. There is thus an ambiguity associated with this algorithm
when it is applied to a hamiltonian, or an effective hamiltonian as here
for the polaron, that contains momentum beyond second order. Schafroth
(1958) gives other examples, from p* and p°® terms, and discusses the
problem more fully in relation to gauge covariance [Schafroth (1960),
especially in sections 13¢, d and e]. The latter is highly recommended to
the reader. To eliminate such ambiguities we must rely on experimental
evidence that excludes some magnetic effects but exhibits others. From the
purely theoretical viewpoint, one must introduce the magnetic field and
quantization at the level of equation (6.17), prior to eliminating the field
variables.



Chapter 7

Atomistic quantum theory of solids

7.1 Introduction

The preceding six chapters have addressed physical properties of solids viewed
as continuous media. However, many important properties of technological
materials depend upon details of the atomic structure that cannot be adequately
represented by continuum models, or even by classical discrete atoms. An
obvious example is optical properties due to chemical impurities. More gener-
ally, however, it is interesting to ask to what extent arbitrary properties of a
solid material can be related directly, and rigorously, to the nuclei and electrons
of which the material is ultimately composed. The nuclei specify the chemical
composition of the solid and, thereby, the crystal and defect structure under
given thermodynamic conditions; whence also both equilibrium and dynamical
properties and processes. In this chapter we shall illustrate how the thermo-
dynamic equation of state of a solid is related to the electrically neutral
collection of nuclei and electrons of which it is made up. We shall establish a
formal framework so that the reader can see how, by improving the initial
model, and by adopting one or another set of systematic approximations in
the mathematical treatment, one can simulate an extremely wide range of
phenomena. The approach will be based on elementary concepts of quantum
mechanics and statistical thermodynamics. In later chapters it will become
evident that, given presently available computing power, implementation of
large parts of this agenda for specific materials and properties is a practical
undertaking. Much of this chapter closely follows Maradudin (1974).

7.2 The hamiltonian of a solid

We consider a solid to be a quantum-mechanical system consisting of N
electrons and N, nuclei. Then Schrédinger’s equation for stationary energy
eigenstates is

H|E\) = E\|E)). (7.1)

90
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We write the hamiltonian H in configuration space as the sum of three terms:
nuclear, electronic, and nucleus—electron interaction:

H = (Hn+He+Hne)' (72)

Let nuclear coordinates be denoted R 5, J =1,2,... Ny, collectively denoted
R=(R|,R,,...,Ry,), and electron coordmates r; = (7;,s;), where 7; is

position coordinates and s; is spin, j=1,2,..., N, collectively denoted
r=(ry,ra,...,ry). Then nuclear and electronic energies each have kinetic

and potential parts,
H, = (T, + V), H, = (T.+ V), (7.3a,b)

where the nuclear and electronic kinetic energy parts are, respectively,

N, 2 N 2
< h 2 _ "\ o2
T,=) < 5 J)VJ, Tej§_1< 2m>vj. (7.4a,b)

J=1

In equations (7.4a,b), M are nuclear masses, m is the electron’s mass, @J is
gradient with respect to R 7, and V is gradient with respect to 7.

For the potential energies, we adopt a very simple model, in which the
nuclei and electrons are non-relativistic charged point masses. Spin-
dependent effects, apart from those arising from the Pauli principle (see
Chapter 12), can therefore not be described by this model. Neglecting
gravitational and magnetic effects, potential energies are then exclusively
electrostatic, as follows:

2

e ZJZJ/

Va(R) = . (7.5a)
T 4 22 R, — Ryl

2

e 1 o o
Vel) = gy a2 WA (7:5b)
JiJ’

471'50

Similarly, the nucleus—electron interaction, equation (7.2), is

2
e = =
Vne(E,Z) = 7471_50 Z/ZJ"T/ - RJ| l' (76)
JiJ

For equations (7.5a) and (7.6), Z, is the charge of the Jth nucleus, in units of
e > 0. In equations (7.5) and (7.6), ¢, is the permittivity of free space.

7.3 Nuclear dynamics: the adiabatic approximation

The adiabatic approximation has a hierarchy of levels [see for example, Vail
(1987), Stoneham (1975), Born and Huang (1954)]. Here we adopt the
simplest, namely the average field approximation. Denote the energy
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eigenstate |E)), equation (7.1), by ¥,(r, R) in position representation, and
then denote it by

|E\) = W), (7.7)

Now in a crystalline solid, atomic sites are identifiable: denote them collec-
tively by Ry = (Ryo, ..., Ry,0). In fact, R, defines the crystal structure. The
average field approximation is then

U\ (1, R) = (1, Ry) - oA (R). (7.8)

The implication of equation (7.8) is that the electronic motion is determined
by the crystal structure, approximately, independent of the nuclear dynamics.
A well-known exception to this approximation is superconductivity, where
the electronic states depend crucially on the dynamical interaction of
electrons and nuclei, the so-called electron—phonon interaction (see section
14.2).

Within the form of the adiabatic approximation given by equation (7.8),
we can examine the nuclear motions by averaging over the electronic
distribution represented by ¥, (r, Ry) in equation (7.8). Thus from equations
(7.1), (7.7) and (7.8),

(DAH |y ) = Ex|pn), (7.9)

assuming 1, (and ¢,) are normalized. In position representation,

(AlH] ) = {j dr. 3(1. Ro) - H(5, R) -wr,Ro)}soA(R). (7.10)

From equations (7.9) and (7.10) we can identify the quantity in { } brackets as
an effective nuclear hamiltonian; it depends only on R, and is the expectation
value of the total hamiltonian H with respect to the electronic state [i)y).
Explicitly,

{Ty + W(R;¥)) }or(R) = Expr(R) (7.11)

where

W(R;P5) = {Va(R) + (alHe + Vieltha) }- (7.12)

We have used, in equation (7.11), the fact that 7}, and ¥V, are independent of
r, and v, is normalized. In equation (7.12) we see that the effective nuclear
potential W consists of two parts, V,(R), which is purely repulsive [see
equation (7.5a)], and an electronic term that depends on the electronic
state [¢,), which accounts for the interatomic binding of the crystal. For
absolute zero, T' = 0, the crystal structure, defined by R, (for a given elec-
tronic state) is determined by the equilibrium condition

ow
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This corresponds to a model of the system in which the nuclei are viewed as
classical particles, collectively in their lowest state of total energy. Note that
in equation (7.13), v, is independent of R.

7.4 The harmonic approximation

We now take account of the fact that the nuclei spend most of the time close
to the crystalline sites. [There are, of course, exceptions to this, such as so-
called anharmonic or quantum crystals, and also very-low atomic number
impurities such as hydrogen.] We therefore write

R, = (Ryo+ i), J=1,2,....Ny, (7.14)

and adopt the approximation that #; are small. Note that v, (r, Ry) is
independent of i;. The discrete variable #; here corresponds to the distortion
field #(7) in the continuum mechanics of Chapters 1 to 6. We introduce a
matrix notation, in which # is a column matrix, with elements uy,,
J=1,2,...,N; with o =1,2,3 corresponding to cartesian components.
Let us now expand W (R;y), equation (7.12), to second order in u: this is

the harmonic approximation:
W {wO w1 Lyt @y (7.15)

In equation (7.15) superscripts indicate order of differentiation, in the
following sense:

WO = W (R, 1) (7.16)
a ow )

W = 7.17
, (a”Ja(k) —0 ( )

where Ja(k) is the kth element of u, and

2
w
W = <8> . (7.18)
Moy Oty o)) y—o

Thus W is a column matrix and W is a square matrix. Superscript T
indicates transpose, in equation (7.15). Since, from equation (7 14),
0/OR = 0/0u, the equilibrium condition equation (7.13) gives W) = 0.
This, with equations (7.11) and (7.15), gives the Schrédinger equation for
the nuclei:

{Ty + %ZT WO () -uyoy = [Ey — WO (1)) (7.19)

In equation (7.19) we have indicated that the force constant matrix K(z)
depends on the electronic state [¢,), as do the total energy eigenvalue E,
and the nuclear state |p,).
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7.5 Phonons

The nuclear Schrodinger equation (7.19) can be written in position represen-
tation as

2
{Sqe s S W for =B 020
Ja JaJ'!
where
Py, = (—ih 65,)’ (7.21a)
and
E\ = [E, - WO ). (7.12b)

We now proceed to show that, under very general conditions, equation (7.20)
is equivalent to a system of non-interacting linear simple harmonic oscillators
[see Maradudin (1974), Peierls (1955)].

7.5.1 Periodic boundary conditions for bulk properties

We begin with the Born—von Karmann boundary conditions. For this, we
consider a macroscopic sample of crystal to consist of a large number of
smaller macroscopic components, each with NV, nuclei. All such components
that are not too near the surfaces of the crystal will be very similar: approxi-
mately identical. Almost all such components will be surrounded by similar
components, all of which have properties that are representative of the bulk
material. We then say that such a component, subject to periodic boundary
conditions, will represent the bulk behaviour of the material.

For simplicity we now consider a monatomic crystal with one atom per
primitive unit cell. For simplicity of illustration, consider the case where the
crystal’s primitive translation vectors are orthogonal, e.g. orthorhombic.
Then

3
1210 = Z aaéal/]a (722)
a=1
where (a,€,) are primitive translation vectors, &, (o =1,2,3) are ortho-
normal basis vectors in real space, and vy, are integers. We shall Fourier
transform the nuclear Schrodinger equation (7.20). We have noted that the
vector u; is the distortion field of the crystal, having meaning only at
atomic sites J. In fact, for this discrete atomistic model of the crystal,
spatial positions are determined by J.
In such a space, consider the basis functions

ne(J) = Ny explik - Rp). (7.23)
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These basis functions must satisfy the Born—von Karmann periodic bound-
ary conditions. Let the periodically repeated volume be

V =

«

(Nlaaa)7 (724)

3
=1

where

3
N =[] Nie- (7.25)
a=1

Equation (7.24) says that there are N, atoms (primitive unit cells) in the «
direction in V/, and equation (7.25) says that there are N; atoms in V.
Then the periodic boundary conditions are

Up N o = Uy a=1,2,3, for given . (7.26)

The Fourier series for i is

il; = (N) ™' G explik - Ry). (7.27)
K
Substituting this into equation (7.26),
S G expl- By v0) = G explif- B (128)
K K
Now,
R'J+NIMO = (R'JO + Nluaaéu)' (729)

Thus, for arbitrary g in equation (7.28), we require
exp(ilg- EalNna,) =1

or

27
ky=—— =0,£1,42,... 7.30
o= (e m=vs12 (7.30)

Consider two values of n, differing by Ny, e.g.

2 2
kiz = <N1aaa> (na + Nla) = (ka =+ %) .
We then have

- S . 27
exp(ik’ - Ryy) = exp(ik - Rj) - exp {1(20— -RJO‘VQ> }
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But from equation (7.22)

. 27 . 27
o (S ) =0 P )
= exp (27riZz/Ja> =1,
since vy, are integers. It follows that

exp(ik’ - R ;o) = exp(ik - Ry).

Thus the set of integers 7, in equation (7.30) for k, may be restricted to Ny,
consecutive values:

2w
k, = <N1a%)nm n,=0,1,2,... (N —1). (7.31)

We can now show that the basis functions 7;:(J) are an orthonormal set,
in the sense

Yo np(Nng () = g (7.32)
7
Clearly, for k' =k, we have from equation (7.23)
Z |77k | =Ny 1 Z

For k' #+ k in the left-hand side of equation (7.32) we have

! Zexp i(k—k'")-Ry). (7.33)
In summing over atomic sites J, we have v;, =1,2,..., N|, in equation
(7.22) for Ry,. Let
27
(ku - kir) = m * (”a - niy)

from equation (7.31), and with (n, — n,,) = n,, an integer,

(k=k")Ryg="> (ko — ki) Rysag

«

27 ”
= Ny~ AgVjo
P Nlaaa
2T,

=N . (7.34)
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Thus, from equation (7.33) we have, with equation (7.34),

Nln
N;l ZH [GXp(—27TinZ/N1a)]V’“ = N{l H Z xZ/u (735)
S a vy,=1
where
Xo = [exp(=27ing /Ny,)]. (7.36)
Now

But from equation (7.36),

xie = exp(=2rwin) = 1,

50 (1 — x219) = 0 and so therefore

— — —

N'> expl-ik—k')-Rj] =0, ifk#k"
J

This completes the proof of the orthonormality of the basis set 7 (/),
equation (7.32).

Finally, we mention the completeness of the basis set 7;(J), equation
(7.23). If they are a complete set, it will follow from the Fourier expansion,
equation (7.27), that for arbitrary distortion field #;,

—

Ge=(N))"'*> it exp(—ik - Rj). (7.37)
7
We leave this as an exercise, given orthonormality, equation (7.32).

7.5.2 The dynamical matrix of the crystal

We now return to the equation of motion, equation (7.20). From trans-
lational invariance in the crystal, all properties of the system that depend
on two sites, including the elements of the force constant matrix E(z),
depend only on the relative positions of the two sites, i.e. o

@  _wp®
WJaJ’o/ - WOa,(.I’—J)O/'

We denote the latter in a new notation by

Woul =)= W

JaJ o' <738)
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For simplicity of illustration, consider a monatomic crystal. Equation (7.20)
now becomes, with M; = M (all J),

I Lo
{WJZPJQ—’_

The elements of the distortion field u,, are canonical coordinates of the
system, 3N, in number. Their canonical momenta P, are also a field, with
space dependence J. The canonical quantum-mechanical commutation
rules are

Wa',o/ (‘] - J/)ulaul’o/ }@)\ = EI)\SO/\ (739)

JJ a0

[PJ(¥7 UJ’(M’] = _ihél,l’é(y,a" (740)

The Fourier series and Fourier transform of P; are, respectively,

By =N pp explik - Ry), (7.41)
3

and

pe=N; 2> Prexp(—ik- Rp), (7.42)
J

corresponding to equations (7.27) and (7.37) for i;, where k is restricted as in
equation (7.31).

The Fourier coefficients g, equation (7.27), are a new set of canonical
coordinates, 3/NV; in number: see equation (7.31). The canonical commutation
rules, equation (7.40), in terms of g and pi, equations (7.27) and (7.41),
become

[Pz 4] = Ni* Z[ij wy o) expli(k- Ryo + k' Ryo)]
77

= —PANT' S 6B expli(k - Ry + K"+ Ryg)]
J.J'

= —ihb,. - NllZexp li(k+k")- R

—1h6 0 ZU*,;;(J)W'(J) from equation (7.23)
7

= —ihdyy +6_p i, from equation (7.32). (7.43)

Thus p_ (not p. ) is the canonical momentum for g, .
From equation (7.39), the effective nuclear hamiltonian H is

{ MZP,ML > Wawld =T ugatiyg } (7.44)

J J oo/
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In terms of the new canonical variables, ¢ and p_ , substitution of
equations (7.27) and (7.41) into equation (7.44) gives

1 =30 531 S S e ol + K- R
Ja gk

1
+§ Z Waa’(J_J,)ZQk 95 e ,exp[ (k RJ0+k RJO)]}

JJ a,a! K

- {2_ > pibiale i 3N S Wanld) Y gt

Kk JJ" a0l ki’

b

{ M Zpkap ka 2 Z K (w/qk(qu’(x’&k’ —k}

k! oo

{ M Zpkap ka 2 Z kaa’qkaq ko } (745)

kryn

In equation (7.45), we have introduced the dynamical matrix, in the notation

Wi ol Z W (J) explik - R ). (7.46)

This differs by a factor N 11 /2 from the Fourier transform of Wow(J), as we
have previously defined Fourier transforms: see equations (7.37) and (7.42).

So far, the vectors k have been defined relative to a given coordinate
system, defined by &,; see equation (7.22). We now adopt a different conven-
tion. For each k vector, W . 1sa3 x 3matrix. By rotation to principal axes,
W .. becomes diagonal. In that case, W , has only three elements,

we: =W: ° 5@0/7

k,aa! k,aa
We denote
Wioaa = W~ . (7.47)

This does not affect the k- dependence of W ., equation (7.46), which is
borne only by scalar quantities (k R JO) From equation (7.45) we now have

1 1
H = Z {szzaplza 5 Weadiad- ka} (7.48)
k,a
We re-emphasize that now W is the diagonal element of W ., equations

(7.46), (7.38) and (7.18), in the pr1nc1pc11 axes coordinate system of W

kaoz



100 Atomistic quantum theory of solids

7.5.3 The normal modes of crystal vibration

We proceed to introduce a further canonical transformation which will cast
equation (7.48) in the form of a set of independent simple harmonic oscilla-
tors. For this we consider real variables. We note that, from equation (7.37),
since i, are real displacements,

q;gry = qfl;a' (749)
Thus consider
1 _
0V =27"(q, +4q ) =27 Re(qg,) (7.50)
and
2
0 = —i2""(qg, — q_g) = 27 Im(qg,). (7.51)
Similarly, from equation (7.42), since P, are real momenta,
Do = Pry (7.52)
We therefore construct
Py =27 (pg, +p g) =27 Re(pg,), (7.53)
Pg) =272 (pg, —p ) = —2'7 Im(py,). (7.54)

We note that Q ) and Pk are of even parity, and Q» and P,m are of odd
parity, as functlons of k.
If we invert relations (7.50) to (7.54), we have

g5, =270V +i0?) (7.55)
g, =2""P(PY —iP?). (7.56)
Substituting these into the hamiltonian, equation (7.48), we obtain
! Lo > ! ()
H=- P / w. 0Y 3. 7.57
2;;2 ; {ZM 2 k'an“ ( )

Consider the special case where the crystal has a center of symmetry. Then, in
that case,

Wflgu = nga’ (758)

and because Q~ and P have definite parity,

T SR T/ S IC) ()
HY = {2M pY +2WkaQEa } = HY. . (7.59)
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F rom the commutatlon rules, equation (7.43), for pi-and g, we find those for
e /) and Q ,j =1, 2, from equations (7.50), (7.51), (7.53) and (7.54),

[Pl(;(y)’ Ql(;/)(y} ( 1h){2 Kk ! aa’ + 2(Sk’ -k 60@ } (7'60)

Thus, if for the moment we assume that k' # —k, we have canonical com-
mutation rules,

(1) H)
[PEQvQ];/a/] - lhélgk/ * 6(10/' (761)
Similarly, we obtain
2) A2
(P20 ) = L (=) {265 acs — 2651 _g6uer} (7.62)
or, if k # —k ',
2) H@
[PEQ’QE/(I] - 1h5}§1§/ '5040/‘ (763)
Furthermore,
[PY.0Y 1=0  fori#). (7.64)

From equations (7. 61) and (7 63), we conclude that, P( and QS> are a

canonical pair, and P Qk are a canonical pair, both subject to the
given restrictions on k dnd k', namely k + k.

Now consider the hamiltonian in the form of equation (7.57). Consider
J = 1. Because of the symmetry relation equation (7.59), we can limit the sum
over k to a single hemisphere, say k. > 0, and restrict k to a semicircle for
k. =0, and introduce a factor 2. Then the restriction k' #* k, undg
which equation (7.61) is valid, is satisfied. Similarly, for j = 2, limit the k-
sum to k. < 0 and the other semicircle for k. = 0 and multiply by 2, validat-
ing equation (7.63). Thus j = 1,2 refer to k. > 0 and k. < 0 respectively,
limited to mutually exclusive semicircles for k. = 0. The overall factor %
now cancels in equation (7.57), leaving

1 2 1 2
H= Z{m -PEQ+§WEQQEQ}, (7.65)

k,a

Wlth the sum over k unrestricted. In equation (7.65) P, and Qka correspond
to P and Q with j = 1 or 2 in the respective regions of k.
s or bound states of the crystal, the force constants W in equation

(7.65) will be real and positive. Thus introduce angular frequen01es WE,:

we =MW, (7.66)

We take it to be known that the harmonic oscillator hamiltonian

1 2 1 2 2
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has an eigenvalue spectrum

Elga = (nl;a + %)hwlga’ (768)

where n; =0,1,2,... We denote the corresponding single-oscillator eigen-

states x;,. (Qg,). Furthermore, the Schrédinger equation for the nuclear
motions, equation (7.20), now has the form

{Z k(y}@/\ - E/\ - W( W,\)]%\v (769)

from equation (7.21b), where ¢, is separable into 3N, single-oscillator
eigenstates:

Q) =[x (Qc)- (7.70)
ka
In equation (7.70) Q stands for the set of oscillator coordinates {Q }, which
are related to the nuclear displacements {if,} through equations (7.50) and
(7.51), and (7.37). In particular, from equation (7.37) we seec that the
normal modes of the crystal are collective modes, O, ., depending on all
atomic sites J, for given ka.

7.5.4 FElectrons and phonons: total energy

From equations (7.69) and (7.68) we obtain the total energy E, of the
crystal for a given electronic state ¢,(r) and a given phonon state {n; },
the latter representing the level of excitation of all of the 3N, independent
harmonic modes of oscillation of the crystal, or in alternative terminology,
the number of phonons of each normal mode angular frequency w . Speci-
fically,

E)\ = E)\,{n} = { ’L/)/\ + Z nk(y hwka} (771)

ko

where with E), 1, we indicate the phonon distribution 7 , for all ka, by {n}.
In equation (7.71), from equations (7.16), (7.12), (7.6) and (7.5a),

O() = {Va(Ro) + (ha| He + Ve (Ro) 1) }- (7.72)
In equation (7.71), we note that w; is a function of the electronic state,
wp, = wlgn(l/),\); (7.73)

see equations (7.66), (7.47), (7.46), (7.38), (7.18) and (7.12). Thus, even in the
case where no phonons are present, i.e. n; = 0 for all ko, we have

B = {00 +3 3 g 00} (.74

ka
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The second term in equation (7.74) is the zero-point energy of the phonon
field, and depends on the electronic state. This is understandable, since the
interatomic forces in the crystal depend upon the electronic configuration.
We can now discuss the determination of the electronic state. In prin-
ciple, one could variationally estimate the many-electron wave function
from equation (7.71) for a given level {n; } of phonon excitation.
However, since the phonon state is not stationary, but participates thermo-
dynamically in the crystal’s properties, such calculations are not worthwhile.
Electronic states near absolute zero may be estimated variationally from
equation (7.74), with n; = 0 for all ka. Even this is seldom done, though
it is practicable. Usually the phonon zero-point energy is neglected, and
the variational method is applied only to W(O)(qlz,\), the so-called static
lattice approximation. This corresponds to the picture of the nuclei as classi-

cal particles: see the comment following equation (7.13). Thus consider
6 . L
T w0 =, subject to normalization, (iy]1y) = 1, (7.75)
A

where

WO = ()| HJibn), (7.76)
and the static lattice hamiltonian H is

2
e 1 / = = -1
H, = -fE Z;Zp|Ry0 — Ry
s [47‘(‘60 2]]/ J J| JO J0|

N 2 ) ,
: : h 2 e — — 1 e IZ . -1
’ = {_zn/lvj _47T€0;ZJ|rj _RJO| +47T€0 E j |r] _r]| .
(7.77)

See equations (7.5a), (7.3b), (7.4b), (7.5b) and (7.6). Methodologies for
implementing equations (7.75)—(7.77) for the electronic states of a crystal
are well developed [Pisani et al. (1988), Kunz (1982)]. We take up this
subject of the electronic state later, in Chapters 12 and 14.

7.6 Statistical thermodynamics of a solid

The basic result of statistical thermodynamics, based on the Gibbs canonical
ensemble, is

F=—kyTInZ (7.78)

where F is the Helmholtz free energy, kg is Boltzmann’s constant, 7" is Kelvin
temperature, and Z is the partition function

Z =Y exp(-BE),  B=(ksT)", (7.79)
]
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where E; are eigenvalues of H, the quantum-mechanical hamiltonian of the
system [see e.g. Schrédinger (1952)].

This result relates to equilibrium thermodynamics through the following
well known relationships,

F=(U-TS), (7.80)

where U is internal energy, and S is entropy; and where the combined first
and second laws of thermodynamics is

dU = (T dS —pdV) (7.81)
where (p, V) are (pressure, volume). From equations (7.80) and (7.81),
dF = (—=SdT — pdV), (7.82)

so the equation of state is
OF
=—l=]) . 7.83
r=(ov), 783

7.6.1 Partition function of the crystal

We now examine the partition function Z, equation (7.79), in terms of our
crystalline solid. In equation (7.71), we have the energy eigenstates labelled
by the electronic state A\ and the phonon distribution {n}. Thus, we have

E; = Ey (. (7.84)

In this chapter, we are concentrating on nuclear dynamical properties, rather
than electronic properties. Thus, in equation (7.71), suppose that A = 0 is the
electronic ground state (static lattice approximation, equations (7.75),
(7.76)), and that electronic excited states are considerably higher. Then in
equation (7.79) with equation (7.84), the sum over A will be dominated by
the term A = 0. We then have

Z =Y exp(~PEm) = Za+ Zpn, (7.85)
{n}
where
Za = exp{~6W"" (4)} (7.86)
and

Zon = Zexp {—B Z(n,;& + %)hw,;a}
ka

o
=>_ [T exp{-80n, + Dy, }- (7.87)
o]

We note that there are only 3N, factors in [ ] ; see equation (7.31), whereas
the possible range of values each n_ is infinite, in principle: n; = 0,1,2,....



Statistical thermodynamics of a solid 105

In practice, of course, an infinitely high level of excitation of a normal mode
would imply infinitely large nuclear excursions, leading to mechanical break-
down of the crystal. The following results are therefore only approximately
valid, to the extent that infinitely high values of n; in equation (7.87)
contribute negligibly because the exponents are negative.

In equation (7.87), the sum over {n} means that each of the n; may take
any value >0, integer. Thus, equation (7.87) is of the form

3N,

Zoh = Z H exp{—Bhw;(n; + )}
{n} i=

-3y ZHexp{ Bhwy(n; + 1)}

nm =0 m iy J

=11 i exp{—fhuw;(n; +3)}. (7.88)

J n=0

Now, consider
> exp{—Bhw(n +1)} = exp(—hw/2) > {exp(—Bhw)}"
n=0 n=0

— exp(—fhw/2) - {1 — exp(—fhw)} !
— {exp(Bhw/2) — exp(—Bhw/2)} "

= 1 csch(Bhw/2). (7.89)
Combining equations (7.88) and (7.89),
3N, .
Zo = [[3esch(Bhw;/2),  j=ka. (7.90)

j=1

7.6.2 Equation of state of the crystal

Returning now to statistical thermodynamics, we have, in equation (7.83),

. _<§_§)T, (7.91)

where, from equations (7.78) and (7.90),

1 1
F=— Ban =-3 z}: In{! csch(Bhw;/2)}

_ %Z In{2sinh(Bhw;/2)}. (7.92)
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Thus from equation (7.91)

1 0 .
-5 Za—V{lnp sinh(3hw;/2)]} |1
B 2cosh(fhw;/2)  Bh (0w
- 5 Z2smh ﬁhw,/2) Z(W)T

= ——Zcoth Bhw;/2) - <8w,)

T
Thus
h W
p=— zgcoth(hw,‘;a /2kBT)< o >T. (7.93)

The equation of state, equation (7.93), is of the form p=p(V,T),
where V' is the volume of the crystal. Let us try to identify the volume (1)
dependence. The temperature (7') dependence is already explicit. The V-
dependence resides in {w; }. From equations (7.66), (7.47), (7.46), (7.38)
and (7.18),

2 a1 a1
wp, =M Z(au()uau,)u Oexp(—lk-RJO). (7.94)

From equations (7.22) and (7.30), we note that (k ‘R 70) 1s independent of a,,,
and therefore independent of J'. The equation of state gives us the variation
of volume with pressure (at given T') for a given sample of material. Thus we
must consider Ny, the number of atoms, to be fixed in the present case. For
simplicity of illustration consider a simple cubic crystal, for which a, = a,
and

V =Na (7.95)
2 _(da) 0
oV \dV) da’

(3—;) = (3N,

Thus in equation (7.93), the equation of state, we encounter

(9w]g(¥ o N1 dwl&y
(aV)T“Nl“) <da>'

whence

and
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The volume dependence in the equation of state then becomes a question of
how w; depends on a. Referring to equation (7.94), it becomes in turn, a
question of how W, equation (7.12), or rather its second derivative in the
equilibrium configuration R, of the crystal, depends on a. We shall not
pursue the analytical details of this back through V, and V., equations
(7.5a) and (7.6) nor, even more difficult, through v, (r, Ry) [see equation
(7.8) and equations (7.75)—(7.77)]. Suffice it to say that, within the present
formulation, such a process is possible, both in principle and in practice.

7.6.3 Thermodynamic internal energy of the crystal; phonons as bosons
Let us now consider the internal energy U, from equation (7.80):

U= (F+TS), (7.96)

S=— @5) g (7.97)

From equation (7.92), with § = (kg T)fl, we find
S =kg Z{ Bhw;/2) coth(Bhw;/2) — In[2 sinh(Bhw;/2)]}. (7.98)

From equation (7.82),

Thus, from equation (7.96) with equations (7.92) and (7.98),
U= Z( )coth Bhw;[2). (7.99)

Let us write the internal energy in terms of the distribution of phonons
among normal modes, as a function of temperature,

U= hwm+1), (7.100)

where 7; =7 (T) is the mean number of phonons in mode j = ka, at

temperature 7. Then from equations (7.99) and (7.100)
w4
hijcoth(ﬂhwjﬂ) = Tiw; (7; + 1)
or
= L{coth(Bhuw;/2) — 1} = [exp(Bhw;) — 1] (7.101)

This is recognized as the distribution function for Bose statistics [see for
example Huang (1967), sections 9.5 and A.l], and leads us to identify
phonons, the quantum excitations of the normal modes of a crystal, as
bosons.
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7.7 Summary

Beginning with a collection of N; nuclei, each with charge Z, and N elec-
trons, we have used the principles of quantum mechanics to arrive at a
description of a macroscopic solid crystal. If the solid is electrically
neutral, NV is equal to (ZN;). When nuclear excursions are limited to the
harmonic approximation, equation (7.15), and the electronic system is con-
fined to a single quantum state, a useful approximation is introduced
which allows determination of the electronic state, equations (7.75)—(7.77),
the nuclear quantum dynamics, equation (7.65), and the crystal structure,
equation (7.13). These three features must, in general, be determined with
mutual self-consistency. The nuclear dynamics in this case consists of
simple harmonic collective motions, called phonons. The quantum statistical
thermodynamics of this set of oscillators leads to the explicit thermodynamic
equation of state, equations (7.93) and (7.94). Examination of the thermo-
dynamic internal energy leads to the identification of phonons as bosons.
The chapter as a whole illustrates how, for the equation of state,

p=fV,T),

one can obtain the function f in terms of the fundamental parameters of the
atomic system, namely the nuclear charges Z and masses M.

The current state of the art of computational modelling and simulation
is such that much of the tour de force formulated above is actually being
carried out. The result is that we are in the early stages of a period in
which computer modelling and simulation can be used in the search for
solid state and molecular structures with specified properties, leaving
actual fabrication to last, in cases where that happens to be the most efficient
approach.



Chapter 8

Phonons

8.1 Introduction

In the preceding chapter, we showed that, under commonly prevalent
conditions, a crystal behaves dynamically like a set of independent harmonic
oscillators [see equation (7.65)]. The quantized form of these oscillators are
phonons. The generalized coordinates of the oscillators are, in general, not
atomic coordinates, but rather collective coordinates involving all the
atoms of the crystal [see equations (7.37), (7.50) and (7.51)]. The normal
mode frequencies wg , equation (7.66), are obtainable classically if the
force constants are known, and we have shown [equations (7.12), (7.18),
(7.38), (7.46) and (7.48)] how to derive them under the approximations of
Chapter 7 from the quantum-mechanical state of the electrons in the
crystal.

In this chapter, we shall solve for the normal mode frequencies of several
very simple model crystals. In that way, we shall see some specific features of
phonons that carry over in some sense to more realistic crystalline systems.
Our models will be one-dimensional, and the force constants will be
limited to nearest-neighbor interaction.

The results of this chapter are well-presented in many other works, but
they are repeated here so that this important subject is not left in the very
general, and intuitively unappealing, form of equations (7.67)—(7.70).
Notable references are Born and Huang (1954, section 11.5), and Ashcroft
and Mermin (1976, Chapter 22).

In section 8.2 we discuss the monatomic linear chain, revealing the
sharp qualitative distinction between the dynamical behavior of a contin-
uous medium (Chapter 2) and a medium of discrete atoms. In section 8.3
we discuss the diatomic linear chain, illustrating the distinct natures of
optical and acoustic branches of the phonon spectrum. In section 8.4 we
briefly discuss the localized mode in the crystal associated with a point
defect.

109
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8.2 Monatomic linear chain

Consider a model in which an infinite set of identical classical atoms of mass
M is constrained to lie along a straight line, the x-axis. Let interatomic forces
be harmonic (spring-like) with force constant K, limited to nearest-neighbor
interaction. Let atomic equilibrium positions be x; = ja where j is an integer
or zero, defining an equilibrium separation distance a. Let u;(t) be small
atomic displacements in oscillations of this ‘crystal’, and let us apply periodic
boundary conditions to a large set of N such atoms:

(1) =ty (0): (8.1)
From Newton’s second law of motion, we have, for atom j,

d’x; d’u; ,
?;:Md—ﬂj:K[(ujH —u;) — (4 —u;_y)], j=0,1,2,... (N —1).
(8.2)

In the linear chain, atomic positions x; = ja are discrete, determined by
the integers j. Thus the continuum analogue of the position variable j in the
discrete linear chain is x. Correspondingly, the discrete variable u;(z) has the
continuum analogue u(x, ¢),

u;(t) — u(x,1). (8.3)
Thus, in equation (8.2),
(41 = u;) = [u(x + Ax, 1) —u(x, 1)), (8.4)
where
Ax =a. (8.5)
Similarly,
(j — ;) — [u(x, 1) — u(x — Ax, 1)]. (8.6)

From equations (8.4)—(8.6)
9 9
1= 1) = (5 =5 = { oo 0] -t = ) ban, 67

when Ax = a is very small, in macroscopic terms. Thus

2
1 =) =y = 15 1)] = 5 ulx, 1) -d’. (8.8)
Similarly equation (8.2) corresponds to
azu 2 821/{
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If we identify the constant (Ka2 /M) = v?, we have, from equation (8.9),
Pu 1 &u
——-=—]=0. 8.10
((’)xz v 812) (8.10)

where v has the dimensionality of speed. In fact, equation (8.10) is the
one-dimensional form of the equation of motion for waves in a macroscopic
continuum that we obtained in equation (2.41).

We now return to the discrete atomic case, equation (8.2), and seek
a normal mode solution, in which all atoms have the same angular
frequency w:

u(t) = u;(0) e ™. (8.11)
Substituting from equation (8.11) into equation (8.2) we have
~Mwu;(0) = —K[2u(0) — u; (0) — u; 1 (0)]. (8.12)

We now consider the phase relationship between consecutive atoms on the
linear chain in their vibrations. Let

uj 4 1(0) = e“u;(0). (8.13)
Substituting from equation (8.13) into equation (8.12) we have
Mu* = K(2—é* —e )

= 2K[1 — cos(¢)] = 4K sin® (g) (8.14)

We see from equation (8.14) that, for w independent of j, the phase £ in
equation (8.13) must also be independent of j. We now apply the periodic
boundary condition of equation (8.1), with equations (8.11) and (8.13):

w4 v (0) = u;(0) ™ = u;(0). (8.15)
This requires
NE& =2mn, withn =0,+1,+£2,..., (8.16)
or
555”:21vﬂ' (8.17)
Now from equation (8.13) we have
1,(0) = ¢ 0). (8.18)

We now introduce the wave number k,,, as in Chapter 2 [see equation (2.45)]

2tn &,
T _s 8.19
" Na a (8.19)
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Along with the notation x; = ja, equation (8.19) enables us to see the normal
mode, from equations (8.11) and (8.18), as a longitudinal travelling wave:

uj,n(l) = uO(O) GXp[l(jgn - wnl)]
= uy(0) expli(k,, - Xj— wyt)]. (8.20)

From the periodic boundary condition of equation (8.1), we see that the
normal modes u;,(), equation (8.20), are only distinct for a set of N con-
secutive values of n. Without loss of generality we can take N to be an odd
number, and we can then limit 7 to the following range

—IN-1)<n<i(N-1), (8.21)

which now applies in equation (8.16). This says, inter alia, that there are only
N normal modes for a segment of linear chain that contains N atoms; i.e.
there are exactly as many modes as there are degrees of freedom in the
mechanical system (because each atom in the one-dimensional system has
only one degree of freedom). From equation (8.14) with equation (8.19) we
find the normal mode frequencies to be

K\'/? k,a KN . (o
w, =w(k,) = 2(M) sin ( > )‘ = 2<M> sin <N) . (8.22)
We note first that
w(kn) = w(_kn)v
and that, for small k,, > 0,
K. o\ 1/2
w, ~ (%) k= vk, (8.23)

having used equations (8.9)~(8.10). The approximately linear dispersion
relation, equation (8.23), for small k, is the same as that for a continuous
medium, equation (2.46). Indeed, the speed v in equation (8.23) is the
direct analogue of the longitudinal speed of wave propagation in a continu-
ous medium. We can see this as follows. We have

@ e

Now for the linear chain, (M /a) is the mass density, corresponding to p, in

equation (2.42) for vy :
1/2
o = {(“—2“)] . (8.25)

1/2

Po

Also, from the summary following equation (1.63), the numerator of
equation (8.25), right hand side, is

(A +2p) = iy, (8.26)
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the longitudinal elastic constant. Now the one-dimensional definition of ¢y,
equation (8.26), comes from equation (1.48),

01 = Cié, (8.27)
where o and ¢ are stress and strain respectively in Voigt notation. Stress is
defined as force per unit area: see equation (1.34a) and discussion. In one
dimension, where there is no cross-sectional area, the stress in the linear
continuum must be replaced by force. Strain is fractional deformation: see
equation (1.10) and discussion. Thus, here, from equation (8.27),

cyp=—. 8.28

=2 (5.25)
In words, ¢, is force per unit fractional deformation. But the corresponding
numerator in equation (8.24) is

K
Ka=-——

(@)’

the force per unit deformation within a primitive unit cell of the linear crystal,
divided by @', or force per unit fractional deformation, in direct correspon-
dence with equation (8.28). The process of relating bulk properties of a
crystal, defined for a continuous medium, to the details of a classical atomis-
tic model is illustrated extensively for a realistic three-dimension system in
Chapter 9.

The fact that the speed of wave propagation in the linear chain is the
same as that which one obtains by viewing the chain as an approximate
linear continuum means that the dispersion relation

w=uv-k (8.29)

from equation (2.46) for the linear continuum coincides with that for the
linear chain, equation (8.22), at small k: see equation (8.23). This is illustrated
in figure 8.1. The reader should show, from equation (2.45), that even if we
apply periodic boundary conditions to the linear continuum, the values of k

t t k, k n
_kn, max 0 kn, max

Figure 8.1 Dispersion relation w versus k for a linear elastic continuum (straight line), and
w, versus k, for a monatomic linear chain of discrete atoms [see equation (8.22)].
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are unrestricted in magnitude; that is, the constraint of equation (8.21) does
not apply. Now the meaning of k (or k,, for the linear chain of discrete atoms)
is that of a wave number, in the following sense:

=22 (8.30)

where A is a wavelength. The shortest wavelength that can be identified in a
discrete linear chain is two atomic spacings,
Amin = 24, (8.31)

so the largest wave number &, 1,y is

T
kn.max = 5 (832)
Now, according to equations (8.21) and (8.19),
27 1
kn,max = <a]v> * E(N - 1) (833)
In the limit N — oo, this becomes
Y
kn.max - 57 (834)

in agreement with equation (8.32). By contrast, a linear medium that is
literally continuous can sustain waves of all wavelength, down to A = 0.
This means that k,, is infinite. We further note, in figure 8.1, that w(k,)
(or w(k)) are degenerate as between +k, (or +k).

A feature of our normal modes worth noting has to do with the density
of states (or modes) g(w) as a function of w; that is, g(w) is the number of
states per unit range of values of w, evaluated at a particular value of w. It
is easily deduced, qualitatively, from figure 8.1, and is shown for both
discrete chain and continuum in figure 8.2. For the more realistic model,
with discrete atoms, the singularity in g(w) at w, m,y is indicative of the van
Hove singularities [van Hove (1953); see also Wannier (1959, Chapter 3),
and Ashcroft and Mermin (1976, Chapter 23)] that are so interesting in
three-dimensional systems.

The normal modes given in equation (8.20) are complex. To represent
the real atomic displacements, we must use the real or imaginary part of
u; ,(1), namely,

Re[uj,n(t)] = uO(O) COS(k,,X/ - wnl)a

Im(u; ()] = 1g(0) sin(k,x; — wyt). (8.35)

In an infinite linear chain, the two are indistinguishable, and both therefore
represent the same normal mode. Let us consider the two extremities of the
dispersion relation, figure 8.1. At k, = 0 (infinite wavelength), all atoms j
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A

®,

0 ® "
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Figure 8.2 Density of phonon states g(w) versus w for a linear elastic continuum (straight
line), and g(w,) versus w, for a linear chain of discrete atoms: see figure 8.1.

oscillate in phase:
Refu; ,—o(1)] = up(0) cos(wyt). (8.36)

In this case there is no actual wave: the wavelength is infinite. At k,, = k,, nax,
equation (8.34), or 71 = ny,y:

Re[u;j,—7(1)] = uo(0) cos (g CXj— wﬁl)

= uy(0) cos(jm — wyt)
= uy(0) cos(wyzt — jm). (8.37)

Thus, in this mode, successive atoms on the linear chain are 180° out of phase
with each other at any instant of time, corresponding to the shortest wave-
length, as in equation (8.31). This is, in fact, a standing wave, for

cos(wzt — mj) = [cos(wyt) cos(mf) + sin(wxt) sin(7y)]
= (=1)7 cos(wy?). (8.38)

Thus, in equation (8.37), with equation (8.38), all ions have zero displace-
ment when

(wgt) = (m+ ), m=0,1,2,..., (8.39)

i.e. all at the same times, and similarly their extremal displacements, +u(0),
all occur at the same times. For all other cases, n not equal to either zero or
Nmax»> the normal modes are travelling waves.

We feel that, from the simple example in the foregoing discussion, the
nature of phonon modes and spectra can be more easily visualized than in
the general theory of Chapter 7.
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8.3 Diatomic linear chain

The diatomic linear chain represents the case of a crystal whose basis consists
of two distinct chemical species. As in section 8.2, we limit interatomic inter-
actions to nearest neighbors, and distinguish the two species by their masses
M and m. Consider the one-dimensional Bravais lattice

r=al, 1=0+1,42,..., (8.40)

where «a is the length of a primitive unit cell. Let the equilibrium positions
of atoms of masses M and m respectively be X 50) and xﬁo),

X = al, (8.41)
X = a(r+ 1. (8.42)

For the vibrating ‘crystal’, the time-dependent atomic positions are,
respectively,

X,(r) =[x, + Uy(1), (8.43)
xi(0) = [+ uy(0)), (8.44)

where U, and u; are small displacements, within the harmonic approxima-
tion. We apply periodic boundary conditions to a region of N consecutive
primitive unit cells:

Urin(t) = Uy(t), upy () = u(2). (8.45)

Then, with nearest-neighbor interatomic force constants K, we have the
equations of motion,

2

o = Kl — U) ~ (Ui~ ), (5.46)
Fu_ U U 8.47
mv— (Urp1 —uy) — (= Uy (8.47)

Now, as in section 8.2, equation (8.12), we seek normal modes:
U (1) = Uj(0)e ™, (8.48)
(1) = uy(0) e . (8.49)

Substitution of equations (8.48) and (8.49) into equations (8.46) and (8.47)
gives

—MwU)(0) = —K[2U(0) — 1(0) — u;—(0)], (8.50)
—mwu,(0) = —K[2u,(0) — U,y — UJ]. (8.51)
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Again, as in section 8.2, equation (8.13), we seek the phase relationships
amongst the atoms in consecutive primitive unit cells:

Up41(0) = “U)(0), (8.52)
M[(O) = 6151/1171(0). (853)

Substituting equations (8.52) and (8.53) into equations (8.50) and (8.51), we
have

(Mw* = 2K)U/(0) + K(1 4 ¢ )u,(0) = 0, (8.54)
(mw? — 2K)u,(0) + K (e + 1)U,(0) = 0. (8.55)

The necessary and sufficient condition for a solution of equations (8.54) and
(8.55) is

{((MW? = 2K)(mw? = 2K) — K*(1 +e7)(1 + %)} =0. (8.56)
Now,
(14e79) (1 +¢) = e “%[2cos(£/2)] - €*/?[2 cos(£/2)]
= 4cos’(€/2). (8.57)
Thus, equation (8.56) reduces to
{(Mm)(W*)* = 2K(M 4 m)(w*) + 4K*[1 — cos*(£/2)]} = 0, (8.58)
whose solution is

L 2K(M - m) £ [4K*(M + m)* — 16K>Mmsin®(¢/2)]'/

(2Mm)
— {l + |:i — isinz(f/Z):| 1/2} (8.59)
e P Mm ’ '
where
Mm
W= ETD) (8.60)

is the reduced mass of the primitive unit cell. From the periodic boundary
condition, equations (8.45), along with the assumed phase relations of
equations (8.52) and (8.53), we have

Upy n(0) =™ U, (0) = U)(0), (8.61)
w4 v(0) = ™) (0) = 1)(0). (8.62)

This is the single condition, as in equations (8.16) and (8.17),

gzgn:%”n, n=0,41,+2, ... (8.63)
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Thus, introducing k,, as in equation (8.19), we have from equations (8.52),
(8.53), (8.41) and (8.42), the travelling wave modes for arbitrary n:

Ul,n(t) = UO(O) exp[i(kn : X1<0) - wnt)]v (864)
(1) = wo(0) expliCk, - " = w, )] (8.65)
The dispersion relations, equation (8.59), now become
s, L[ 4 ., 1/2

We note first that the phonon spectrum for this diatomic linear chain has
two branches, corresponding to the (4) signs in equation (8.66). Let us
examine these two branches, first at k, =0, i.e. at n = 0:

2K 1/2 B
A= ()" -0 8.6

For small n, we note that

sin(k,a/2) ~ (k,a/2);

so we have
/2 2 2 2
LT 1 L4 (ka\\ _ T
1 —msln (kna/Z)} ~ 1 —Em 7 = 1 —mkna .
(8.68)
Thus, equation (8.66) with equation (8.68) gives
Ku \\/2 Kd 1/2
(=) ~ e —
S~ () ) = |3 | ) 69)

This shows that wH(k,,) rises linearly from k, = 0, qualitatively the same as
the monatomic linear chain’s dispersion relation, equation (8.23), which was
shown to be analogous to longitudinal vibration, or sound waves, in a
continuous medium. For this reason, W) is called the acoustic branch.
These matters, equations (8.67) and (8.69), are illustrated in figure 8.3,
along with the short-wave behavior to be discussed below.

Consider now the maximum value of k,, in a symmetrical region, as
discussed for equation (8.21). With N an odd number, we have from
equations (8.63) and (8.19),

27 1 T
Knmax = 37 5 (N = 1) =, (8.70)
exactly as for the linear chain, bearing in mind now, however, that a is the
primitive unit cell length, not the interatomic spacing, which is (a/2). In
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Figure 8.3 Dispersion relation for a diatomic linear chain, w, versus k,, showing acoustic
and optical branches, lower and upper curves respectively.

equation (8.66), we now have
sin® (k. max@/2) = 1. (8.71)

Thus,

12 211/241/2 12
SETR £.0 Ry SN P T ~ (3K 2
Wn,max (“> { + |: Mm P , (87 )

having assumed M > m, and having used equation (8.60). Similarly we
obtain

_ 2K\
o= (37 < k7 (5.73)

If we compare equation (8.72) with the long-wave case, k, = 0, for w,(f),

equation (8.67), we see

2K (m+ M\1"?
W = [ﬁ (T)] > whax. (8.74)

The branch w,(f) is called the optical branch, corresponding to higher frequen-
cies than the acoustic branch. This is all illustrated in figure (8.3).

Let us now examine the normal mode displacements. From equations
(8.54) and (8.59),

(Mw: —2K)U,(0) + 2K exp (—ik,a/2) cos(k,a/2)u,(0) = 0, (8.75)

2K

Uy(0) = T (Mo~ 2K)

- exp(—ik,a/2) cos(k,a/2)u;(0). (8.76)
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At k, = 0, from equation (8.67) we have for the optical branch

Mo~ 2K] = 2K [(M;’”) - 1] - ZWM . (8.77)
Thus,
U(0) = — %u,(()). (8.78)

Thus, in the long-wave optical mode, the two atoms in all primitive unit cells
are displaced in opposite directions at any instant, with the center of mass
fixed,

{MU,(0) + mu,(0)} =0, (8.79)

from equation (8.78), and all unit cells are in phase: £, =0 for n =0, in
equation (8.63). This is therefore a standing wave of wavelength a. For the
acoustic branch at k, = 0, we have w(g*) = 0 from equation (8.69) so, from
equation (8.76),

Ui(0) = u)(0), (8.80)

and both ions in all primitive cells have the same displacement: the ‘crystal’
moves as a rigid structure with infinite wavelength, as in the monatomic case.
These results are illustrated in figure 8.4(a).

Next let us consider the short-wave length limit, k,, = k, nax = (7/a),
equation (8.70). Then the cosine in equation (8.76) is zero, and from equation
(8.72) the denominator (Mw?* — 2K) is not zero for M > m. We therefore
have for the short-wave optical mode

U,(0) = 0. (8.81)

The phase shift £,, equation (8.63), with n= (N —1)/2~ N/2 is 7 the
lighter atoms of mass m are 180° out of phase in successive primitive unit
cells, so this standing wave has wavelength (2a). For the short-wave acoustic
mode, we have w, = w,gfn)lax, equation (8.73). Then since (Mw — 2K) = 0, we
must revert to equation (8.75), to get

1(0) = 0. (8.82)

Strictly speaking, equation (8.75) is satisfied in this case with k, .« = (7/a)
in the cosine, without requiring equation (8.82), but for k,, slightly less than
Ky max» €quation (8.82) is approximately valid. Thus, complementary to the
short-wave optical case, equation (8.81), the short-wave acoustic mode has
the light atoms of mass m fixed while the heavier atoms of mass M oscillate
180° out of phase in successive primitive unit cells in a standing wave of
wavelength (2a). These results are illustrated in figure 8.4(b).

In summary, with this very simple model we have been able to show
the qualitative nature of the dispersion relation, figure 8.3, along with the
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Figure 8.4 («) Normal modes of diatomic linear chain: long wavelength limit (k = 0); see
equations (8.79) and (8.80). (b) Normal modes of diatomic linear chain: short wavelength
limit (k = kp,y); see equations (8.81) and (8.82).

relatively simple pattern of oscillations for the four limiting cases, low- and
high-frequency limits of optical and acoustic branches.

8.4 Localized mode of a point defect

Point defects are an important feature of crystals, both for practical and
theoretical reasons. They are discussed extensively in the present work in
Chapters 10 and 11. Here we shall adapt the methods of the previous two
sections to study the effect of a point defect on the vibrational property of
a monatomic linear chain. Specifically, we consider a mass defect of mass
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m at the origin in the linear chain of section 8.2, keeping the interatomic force
constant unchanged, even for interaction of the defect with the host ‘crystal’.
Then equation (8.2) is unchanged,

d’u;

! = K[(u/+1 - uj) - (”j - ujfl)L (8.83)

M_-
dr?

except for the range of values of j:

Jj=12...(N-1). (8.84)
For the defect atom, we have
d*u
m dtzo = K[(u1 — ug) — (ug — u_y)]. (8.85)

In the present case, periodic boundary conditions mean that we are
considering an infinite ‘crystal’ with a highly dilute (N very large) periodic
array of point defects. Again we seek normal modes

(1) = u;(0) e, (8.86)

as in equation (8.12).
Substitution from equations (8.86) into equations (8.83) and (8.85)
gives

(Mw* = 2K)u; + K (u; +u; ) =0, (8.87)
(mw* — 2K)uy + K(uy +u_;) = 0. (8.88)

We also consider the question of phase relations among the oscillating atoms,
as in equation (8.13),

u;41(0) = €“u;(0). (8.89)

We must recognize, however, that travelling waves of the type shown in
equation (8.20) will not be stable in this ‘lattice’: they would be scattered
by the point defect at the origin. Instead, we shall look for a normal mode
centered on the defect, such that the phase differences will be symmetrical
about the origin:

u_;1(0) = e“u_(0). (8.90)

With equations (8.89) and (8.90), the first is meant to apply to atoms to the
right of the origin and the second to atoms to the left, with both applying to
j =0. With periodic boundary conditions, we are entitled to recast the
constraint of equation (8.84) as follows:

== (N=1),. =2, -1, 41,2, A (N -1, (8.91)
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to conform with equation (8.90). Now consider equation (8.87) with j = 1,
[(Mo? = 2K)uy + K(us + )] = {(Mw? = 2K) & + K(e* + 1)}uy = 0,
(8.92)
and from equation (8.88)
[(mw? = 2K)ug + K () 4+ u_y)] = {(mw* — 2K) + K(e* 4 ) }uy = 0,
(8.93)

where we have used equations (8.89) and (8.90). From equation (8.92), we
require

K ‘ .
w? = - et —e™), (8.94)
and similarly from equation (8.93)
» K i
=—(2-2¢"). 8.95
W= (2-266) (895)

If a single mode exists with the symmetry of equations (8.89) and (8.90), then
equations (8.94) and (8.95) must be compatible; i.e. the phase £ must be such
that both give the same value of w. Thus, if we denote

el = x, (8.96)
then from equations (8.94) and (8.95) we have

e =20y

2(=m~+ M)x + (m—2M)x> + m =0,

or

whence

2(M —m)x m B
{xz— 23— _(2M—m)}_0’ (8.97)

The solutions of equation (8.97) are simply
—m
x=1 or X = [m} . (898)

We ignore the solution x = 1, which would simply give u;(0) = u,(0) for all
J: oscillation of the whole ‘crystal’ rigidly, which is the long-wave limit, with
w = 0: see equation (8.95), with ¢'* = 1.

For the symmetrical mode, we see from equations (8.96) and (8.98) that

= )
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or
i€ = {ln(—l)“n {(2Mmg—m)”

_ {m_m (2’7_]‘14_ 1)}
g:{w+iln (2’7_1‘14_1)} (8.99)

We rewrite equation (8.99) as

whence

el = —e?, (8.100)

where we have used In(1/y) = (—Iny), and we have defined
a=In (2ﬂ—1). (8.101)
m

From equation (8.101) we see that « is real, as is el equation (8.100). The
real part of the phase shift £ in equation (8.99) is 7 radians, or 180°,
leaving successive atoms for | j| > 0 out of phase by this amount, oscillating
in opposite directions: see equations (8.89) and (8.90). The imaginary part of
the phase gives a real factor which together with u;(0) determines the ampli-
tude of oscillation of the atoms, relative to that of the central defect atom

ug;(0) = e 7uy(0). (8.102)
We can rewrite this as

14;(0) = ey (0), (8.103)
where

o :%, x; = ja. (8.104)
Since « is dimensionless, o has dimensionality (length)~'. Denote o as

, a1 a
=_=_ R=(=). 8.105
of ==L (a) (5.105)

Then R is the range of the exponential decay of the oscillation’s amplitude in
equation (8.103)
us;(0) = e Ry 0). (8.106)

The range R is the distance within which the wave amplitude is reduced to
e' =0.368 of its central value. Since this mode is exponentially localized
in space, it is called a local mode. We remark that this exponentially
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damped wave has some limited similarity with the Rayleigh surface waves
described in Chapter 4, where also the waves acquired an imaginary part
to their phases as a result of breaking the translational invariance of the
medium.

Finally, let us determine the local mode frequency, from equations
(8.95), (8.100) and (8.101)

2=,
whence "
e B e () )
B z(%yﬁ[m(#z—m)]m' (8.107)

The factor 2(K /M) 12 in equation (8.107) represents the maximum frequency
of the lattice when there is no point defect: see equations (8.34) and (8.22).

The other factor is
Mz 1/2

This is greater than unity for M > m, with m the defect mass, and M the host
atom mass. To prove this, assume the contrary, and show that it leads to a
contradiction. Thus the local mode frequency lies above the perfect
‘crystal” spectrum, figure 8.1. A useful reference for this section, and much
else, is Kittel (1953, Chapter 5, especially pages 156-158). A more general
discussion of localized phonon modes is given by Maradudin (1963).



Chapter 9

Classical atomistic modelling of crystals

9.1 Introduction

In Chapter 7 we gave a quantum mechanical framework for the theory of
solids. We noted, in section 7.1, the central role played by the atomic
nuclei in determining the structure and properties of a solid. Furthermore,
we have commented, in section 1.1, on the fact that under ‘terrestrial’ con-
ditions, solids are composed of identifiable atoms. The purpose of this
chapter is to conceptually bridge the gap between the atomistic description
of a solid, represented in Chapter 7, and the continuum description repre-
sented in Chapter 1. To that end we shall first, in section 9.2, describe
qualitatively how a classical atomistic model may be inferred from the
quantum-mechanical formulation of Chapter 7. Also in section 9.2 we
shall specify the classical atomistic shell model for insulating crystals. The
remainder of this chapter will then be largely devoted to derivations from
the shell model of various bulk properties that are defined in terms of the
continuum model of a solid. Thus in section 9.3 we derive the cohesive
energy of the crystal. In section 9.4 we use this to derive the elastic constants:
see section 1.4.1, especially equation (1.48). In section 9.5 we derive the
dielectric and piezoelectric constants. The content of sections 9.3-9.5 is
based on the report by Harding (1982).

9.2 The shell model for insulating crystals

In Chapter 7 we introduced a form of the adiabatic approximation which we
called the average field approximation: see equation (7.8). In this approxima-
tion, the energy of a solid could be written as the sum of nuclear kinetic
energy T,, equation (7.4a), and an effective potential energy W, equation
(7.12); see also equation (7.11). The effective potential energy of the crystal
includes the kinetic energy 7, of the electrons in the electronic part H, of
the system’s hamiltonian: see equations (7.12), (7.3b) and (7.4b). It
depends on the many-electron state of the crystal 1, (r, Ry), where r is the

126
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collection of electron coordinates, and R, is the collection of nuclear
equilibrium positions, here considered for the infinite perfect crystal. From
equations (7.12), (7.5a) and (7.6), the effective potential energy has the form

W = W(R,\(Ry)), 9.1)

where the r-dependence of v, is not shown because it is integrated out in
equation (7.12).

In this chapter we shall consider a crystal that is in equilibrium with
some external stress. In that case, the equilibrium configuration R will be
different from the perfect-crystal configuration R, and the electronic state
1y, will be determined by R. This is distinct from the situation discussed in
Chapter 7, where R is a set of dynamical variables: see equations (7.12)
and (7.14). In the present case, we therefore have, in place of equation (9.1),

W= (R, ¢x(R)). 92)

In this effective potential, the combination of the atomic nuclei, represented
by the variables R standing alone in equation (9.2), with the R-dependent
argument 1, (R), constitutes a potential due to a set of interacting atoms.
The specific configurations of the individual atoms are determined by
details of the electronic distribution defined by v, (R). The spherically sym-
metrical part of 1, about a particular nucleus at R,, combined with the
nuclear charge Z;, might be simply modelled by an atomic core charge.
The remainder of the electronic distribution about R’K, contributes further
charge to the atom, and electric multipole moments of dipole, quadrupole,
and higher orders.

The preceding discussion has been presented because, although we shall
not carry it further, it can form the basis of a derivation of the atomistic
structure and the multipole moments of atoms in a crystal described in
terms of nuclear positions R and an electronic many-body wave function
1y, as in equation (9.2).

From the above, it is clear that a simple classical model of a crystal can
be based on ions with charges Q;, core charges (Q; — Y;), and associated
electric multipole moments. For highly ionic crystals, the perfect, undistorted
crystal can be represented to good approximation, for several basic proper-
ties, by ions with point charges Q;. Under static or dynamic deformation the
ions acquire dipole moments. This can be represented by breaking the ionic
charge into two parts, a core of charge (Q; — Y,) and a so-called shell charge,
Y;. If the deformation displaces the shell charge Y, by a finite amount i,
relative to the core, then the ion in fact acquires multipole moments above
dipole order as well, but for small i, the dipole effect dominates.

The ecarliest atomistic model of an ionic crystal neglected ionic
polarizability, and assumed that the rigid ions could be represented by
point charges Q; only. It was understood that the Coulomb attractions
between positive and negative ions (cations and anions) were in fact balanced
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by short-range interatomic repulsive forces of quantum-mechanical origin
due to the electronic structure of the ions. The balance between Coulomb
attraction and short-range repulsion accounted for the specific lattice
spacing of the crystal. A simple form of nearest-neighbor anion—cation
repulsion, inspired by quantum-mechanical analysis, was determined by
Born and Mayer (1932). The Born—Mayer potential V' is

Viyp(r) = Byypexp(=r/pr), (9.3)

where r is the interionic distance. For the rocksalt crystal structure, for
example, the parameters By and p;; in equation (9.3) can be determined
by fitting the calculated lattice spacing and bulk modulus to the experimental
values: see Born and Huang (1954, Chapter I, section 3). This model of a
crystal has been extensively reviewed by Tosi (1968). The model in this
form does not represent lattice dynamic or dielectric properties very well.
The attempt to improve the results by including ionic polarizability in the
form of free-ion polarizability [e.g. Tessman et al. (1953)] was never very
successful. Over time, it came to be understood that ionic polarization
depended not on only the local electric field in the crystal, but also on the
polarizing effect of one ion pressing upon another, an aspect of the short-
range repulsion.

Thereafter, the shell model as we have described it was developed, first by
Dick and Overhauser (1958), in which both the shell-core coupling and the
short-range interionic forces were taken to be harmonic. This was clearly
satisfactory when the application of the model was limited to harmonic
effects. It has been found that the best modelling is obtained if the short-
range interionic forces act between shells. The effectiveness of the model in
this form was demonstrated by the work of Brockhouse and coworkers
[Woods et al. (1960)], who by fitting the parameters to bulk properties were
able to reproduce experimental phonon dispersion relations for a variety of
alkali halides with impressive accuracy. Somewhat later [see, for example,
Lidiard and Norgett (1972)] the short-range interionic potentials were
applied in the anharmonic Buckingham form, as follows:

Vip(r) = {Byyexp(=r/psy) — Crpr°}. 9.4)

In equation (9.4) we see not only the Born—Mayer repulsion of equation
(9.3), but the so-called van der Waals attraction, (C J(,/r*(’), which is also of
quantum mechanical origin. Sometimes a further term is added to V;, of
the form (Dy;r™") when n is in the range 8 to 14. This adds a hard core
of repulsion to the otherwise finite value of the Born—-Mayer term at r = 0.
It is possible to represent the short-range interionic potential even more
accurately by using a spline fit, rather than the simple analytical forms
mentioned earlier, and to introduce angle-dependent three-body forces for
partly covalent materials [Leslie (1981)]. Furthermore, quadrupolar defor-
mation of the ions has been incorporated in some calculations [Jacobs et al.
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(1980), Bilz (1985)]. By around 1980, the shell model had been applied
successfully in a wide range of systems, resulting in major compilations of
data to describe both phonon dispersion relations [Bilz and Kress (1979)]
and point defect properties [Stoneham (1981)]. Applications of the shell
model continue to proliferate in collating and predicting both the crystal
properties and defect processes of an ever-growing range of systems. The
current state of the art in computational modelling at this level, and in flex-
ible, user-friendly software, is represented by the work of Gale (1997).

For the purposes of the present work, we adopt a relatively simple, but
highly effective form of the shell model. The ionic total charges Q; are taken
to be given integers (units of |e|, where e is the electron’s charge). Shell
charges are denoted Y, so that core charges are (Q; — Y;). The core and
shell of a given ion, of species J, are harmonically coupled with a coupling
constant K; which is assumed to include the corresponding core—shell
Coulomb interaction. Short-range interionic potentials V/;; are taken to be
of the Buckingham form, equation (9.4). Thus, for a binary solid, for
example, with two ionic species J =1, 2, we have in general two shell
charges Y, Y,; two shell-core force constants K, K,; and three sets of Buck-
ingham potential parameters: By, pi1, Ci1; B, pra, Cor; and Byy, p1a, Chs.
This is a total of 13 parameters. Ideally, they are determined by fitting calcu-
lated results of the model to a corresponding number, or greater number, of
experimental bulk properties. The accuracy of the fit that is obtainable is one
measure of the appropriateness of the model for the particular material. The
business of fitting shell-model parameters to bulk properties is somewhat of
an art, best learned from an expert practitioner. The subject of computa-
tional modelling of insulators using the shell model has been discussed exten-
sively in a book edited by Catlow and Mackrodt (1982), especially in
Chapters 1 and 10.

9.3 Cohesive energy of a crystal

We begin with the total energy of a perfect infinite shell-model crystal. We
allow for small displacements of cores and shells from their equilibrium
positions. We consider only stationary configurations of this classical
system: the static-crystal approximation. Let 7; be a Bravais lattice site for
the crystal. Let basis ions of the crystal be labelled by an index n, and let 7
label cores (7 = 1) and shells (7 = 2). Then let the position of core or shell
7 of basis ion 7 in primitive unit cell /, measured relative to 7, be 7, (/).

There are three sets of potentials that contribute to the total potential
energy: Coulomb, interionic shell-shell short range, and core—shell short-
range potentials. Denote the position of a core or shell by )?;(1):

=T

Xn(l) = [?/ + Fn‘r(l)] (95)
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Denote the distance between two elements (cores and shells) by X, ;,17/,(1, I'):

/
ST

X (L1 = X0 — X (). (9.6a)

Then the total Coulomb energy Ec of the crystal is

2 Z” qnqn (96b)

47r50 X 77

In-r
!'n'r

in SI units, where ¢, is the charge of an element, and ‘double prime’ on the
summation means omit the terms (/n7) = (l/n/T’) and omit terms / =1’,
n=n', 7#7'. The latter restriction eliminates Coulomb interaction
between the core and shell of a given ion: recall that this interaction is
assumed to be included in the core—shell harmonic interaction.

Let the core—shell interaction v, for the ionic species of basis ion type n
be

o () = LK, ©.7)

where u is the core—shell separation distance, and K, is the corresponding
harmonic force constant. Then we can write the core—shell interactions as
follows:

2
Unn! (l l ) - 6/,/’6n,n’767',167",2% n[X;);— (171/)] . (98)

The Kronecker deltas in equation (9.8) ensure that this interaction is only
between the core and shell of a single ion. Similarly the short-range shell-
shell interionic potentials, exemplified by equation (9.4), can be written

VI (11" = 6283V (X000 (1,1)). (9.9)

The Kronecker deltas in equation (9.9) ensure that the interaction is between
shells only (7 = 2, 7' =2). We can now combine the short-range intraionic
potentials v”, ({,1") and the short-range interionic potentials V;,Z (I,I") a
follows. Define

O (1,1) = [ (1) + Vi (1,1)]. (9.10)
Then the total short-range energy of the shell-model crystal is
1 TT
Exzi Z, D, (ZJl)a (9'11)
Int,0'n'7’

where ‘prime’ on the summation means omit the terms (/n7) = (I'n'7").
Now combining equations (9.6) and (9.11) we have the total energy E of
the crystal:

1 / Gy o
E=- S UV — N 9.12
[47r50X” A ) (1) ( )

It nn

Int,0'n'T
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In equation (9.12), the ‘prime’ on the summation incorporates the constraints
of both equations (9.6) and (9.11). Note that equation (9.12) is of the form

E=Y Ep, (9.13)
l/
where
I O .
Ey == A LT (1,1 9.14
! 2/Z [4750)(,;;, @y " (L1) ©-14)

Now consider the case of homogeneous strain of the whole infinite
perfect crystal. It corresponds to having the configurations of all unit cells
identical, provided the unit cells are very small compared with macroscopic
dimensions. We shall assume here that all primitive unit cells are identical.
This is the modelling equivalent of the state of a finite perfect crystal when
a bulk property is being measured experimentally. In equation (9.13), E;/ is
the total energy of primitive unit cell /" interacting with the rest of the infinite
crystal, plus the internal interaction energy of that unit cell. But since all unit
cells are identical, the values of E; for all values of /" are equal. In particular,
they are equal to Ey, (/' = 0). Thus we have

E = NE,, (9.15)

where N is the number (infinite) of unit cells. We define the cohesive energy
Ecoh by

Ecoh = EO: (916>
where
1 dnda -
Eop == S UL [ — A 9.17
o 2/)17'.}1’7" |:47T50X;;, (l’ 0) . ( ) ( )

Thus, although the total energy is infinite, the cohesive energy is not.

9.4 Elastic constants

We refer to Chapter 1, where the concepts of stress, strain and elastic con-
stants are discussed in detail. Under a small strain (harmonic approximation,
linear elasticity theory) we have the following relationship, equation (1.52),

1
W= Ezcnmgmgn- (918)
In equation (9.18), W is the energy per unit volume, and ¢, and ¢,,,, are strain
and elastic constants respectively, in Voigt notation: see equations (1.44) and
(1.48). Now the cohesive energy E.,,, equation (9.17), is the energy per
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primitive unit cell. Thus if V' is the volume of the primitive unit cell, we have

Ecoh

W:
Vv

(9.19)

where W is given by equation (9.18). The elastic constants c¢,,, equation
(9.18) are determined from
¢ = aZW _ i 82Ecoh
" e, 0e,y, VO, 0g,

(9.20)

Our task now is to relate the macroscopic strain ¢, to the core and shell
displacements which are the arguments of E,: see equation (9.17).
Referring again to Chapter 1, we recall that, in the continuum picture of
the solid, a small segment of material spanned by the vector dx; (j = 1,2,3) is
deformed under small strain ¢, in the absence of rotation, into a segment
spanned by dx/ (i = 1,2, 3) according to the relation given in equation (1.8):

dx; = (dx; +&;dx;), (9.21)

where ¢; is the strain tensor, with the Einstein summation convention in
equation (9.21). In terms of the matrix notation of equation (1.8), this is

dr' = (I+¢)-dr, (9.22)

where [ is the identity matrix with elements /; = §;. For a homogeneous
strain, where ¢ is independent of position in the solid, equation (9.22)
integrates trivially to

r'=(I+g)-r (9.23)

To help us remember that the strain is small, we replace £ by Ae, so that
equation (9.23) becomes

Y= (L+Ag)-r. (9.24)

We begin to apply the homogeneous strain Ae to the shell model crystal
by applying it, as in equation (9.24) to positions of all elements (cores and
shells); i.e. we replace r in equation (9.24) by X, (/): see equation (9.5).
Having done so, we note that the result will not be completely correct. The
reason is that applying equation (9.24) to the Bravais lattice positions r;
will be correct, but applying it to shells and cores at r, (/) within the unit
cell will not, in general, leave them in equilibrium. There must be a further
set of displacements 6r,(/), the same for all / as for / = 0, which will represent
the deformation of the unit cell by the strain Ae. We further simplify the
notation as follows. Let o

X = X,(0); (9.25)
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see equation (9.5). Then we have, for the effect of strain,
X:ﬁ'l = [Xn‘r[ + g : Xn‘r/ + Q;(O)] (926)

The equilibrium condition for ér;(0) will become clear later. We emphasize
that the matrix notation beginning with equation (9.22) and ending with
equation (9.26) deals with matrices of dimension three, corresponding to
the three cartesian components of vectors and tensors in 3-space.

The cohesive energy, E ., equation (9.17), now becomes a function of
Ace and ér7(0) under strain: see equations (9.6)~(9.10), with X, (/) = X,
replaced by X "-1» equation (9.26). We now revert to the Voigt notation of
equation (1.44), used in equation (9.20). We introduce the column matrix
Ae, having six elements. We also introduce the column matrix ér, constructed
from the elements of 67, (0), which has [2 x (number of ions in the basis) x 3]
elements: 2 for 7 = 1, 2; 3 for the cartesian components. We then introduce a
deformation vector (column matrix) 8, as follows:

5= (?_f) (9.27)

In linear elasticity, all the strains are assumed to be small, so all of the ele-
ments of § must be small. Thus, in harmonic approximation, we can write
E., as

Ecoh(é) ~ {Ecoh(g) +§T 'é‘i’%é—r ’z’gh (928)

where g" is the transpose of the column vector g, whose elements are first
derivatives of E,,,(8) with respect to elements of 4. Similarly, W in equation
(9.28) is a square matrix of the same dimensionality as §, whose elements are
second derivatives of E.,, with respect to elements of §. The derivatives in g
and in W are evaluated at zero strain § = 0, as follows: a

aEcoh
= 9.29
o= (52) (9.29)
82Ecoh
W = (86,,1 86n>§_0. (9.30)

For the equilibrium configuration of the crystal in the absence of strain, we
require

8E(:oh N
(86,” )é_o—O—gm. (9.31)

This determines the equilibrium configuration X ,,;, equation (9.26). The
cohesive energy, equation (9.28) then becomes

Ecoh(é) ~ {Ecoh(Q) + %éT 'lé} (932)
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We now address the question of the relationship between the bulk
homogeneous strain Ae and the internal strain ér in the unit cell: see equation
(9.27). To this end, let us write all matrices in terms of submatrices spanned
by the elements of Ae and of ér, as in equation (9.27) for 6. Then, in equation

(9.32), W takes the form
w (W E) (9.33)
B EI’S er ’ ’

In equation (9.33), the subscripts € and r indicate dimensionalities of Ae and
of ér respectively. Note that W,. = Zg see equation (9.30). Thus, combin-
ing equations (9.28), (9.27) and (9.33), we have

bntse = {0+ aran- (3 0)- (3]}

IS |

= Ecoh(o) + % {&T ) zes : E + &T : Ksr - or.
+QT°ZM'6_5+QT'£H'°Q}' (934)
The equilibrium configuration within the unit cell, for given bulk strain Ae, is
given by
aEcoh
=0. 9.35
53], )

From equation (9.34), this becomes
(A" W+ 67 W) =0, (9.36)
From equation (9.36) we can solve for ér as a function of Ae:
or= (=W, W, Ae). (9:37)

This is the deformation generated in the unit cell by the strain Ae.

Finally, we can obtain the internal energy density W in terms of Voigt
strains Ae in the form of equation (9.18), by substituting from equation
(9.37) for ér into equation (9.34):

Eeon(Ae) = {Econ(0) + AT - (W — (W - W' - W, )]-Ac}. (9.38)

We return to equation (9.20) to obtain the explicit formula for the bulk
elastic constants (in Voigt notation) in terms of the shell model parameters:

= l 62(Ecoh)
"V 0(Ae,)0(Asy,)

(9.39)

nm?

1 _
= v {zss - (lsr : zrrl : zrs)}
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where in equation (9.39) the subscripts nm refer to the matrix element of the
matrix in { } brackets. The explicit dependence on the shell-model parameters
can be traced back through equations (9.33), (9.30), (9.27), (9.26), (9.25),
(9.17), (9.10) and (9.8). Thus, for a given shell model we can calculate the
elastic constants.

9.5 Dielectric and piezoelectric constants

We now consider the role of static, uniform electric fields in relation to bulk
properties of a crystal. Suppose that the crystal is subjected to a uniform
electric field of external origin, E.,, for example by being placed between
the plates of a capacitor. Then

Ey=—D (9.40)
€0
where the electric displacement D is determined from the free charge density
p on the capacitor plates from Gauss’s law,

V.-D=p. (9.41)
We use SI units, and in equation (9.40) ¢, is the permittivity of free space. In
terms of the shell model, the resultant electric field inside the dielectric will act
on all shells and cores of the crystal, through their charges ¢, displacing
them from their field-free positions, and producing a polarizing effect and
a deformation of the crystal. For an isotropic dielectric continuum the polar-
ization is described in terms of a polarization vector P, representing the elec-
tric dipole moment per unit volume. In a linear dielectric, P is proportional to
the internal electric field which we denote E. Then

P=E (9.42)

where y is the electric susceptibility. The internal electric field arises from
the combination of external free charge and polarization of the medium.
Specifically, if the dielectric has no free charge, then in the dielectric,

eE=(D—P) (9.43)

where D s still given by equation (9.40). We can rewrite equation (9.43), with
equation (9.42),

D= (egE+ P) = (c9+ x)E = KeyE, (9.44)
where we have introduced the dielectric constant K,
K= <1 +1>. (9.45)
€0

A good reference for the preceding discussion is Reitz et al. (1979).
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Actually, equations (9.42)—(9.45) represent an approximation in which
the polarizing effect occurs without bulk strain. There are two kinds of
strain effects observed for dielectric media. One is electrostriction, in which
the material expands under an applied field Eext, equation (9.40), regardless
of the field’s direction: the strain is quadratic in the field. The other strain-
related effect is piezoelectric. The piezoelectric effect occurs only for crystals
that do not have a center of symmetry: see for example Nye (1957), section
4.1. For such crystals the relationship between strain and field is linear so
that, in a simple geometry, the field in one direction will compress the
crystal, and in the opposite direction it will expand it. The so-called direct
piezoelectric effect involves electric polarization induced by an applied
strain. In the so-called converse piezoelectric effect, an applied electric field
induces a linear strain.

The results of the preceding section on elastic constants are evidently
valid for non-piezoelectric crystals in the absence of external electric fields.
Let us now consider a piezoelectric material subject to a uniform external
field Eext, equation (9.40), and to specified external stresses. As we have indi-
cated, the resultant internal electric field, along with the applied stress, will
induce shell-model core and shell displacements. The cohesive energy of
the crystal, equation (9.34), will now be modified by the interaction energy
of shell-model point charges ¢/, with the internal electric field E. We consider
only the case of weak fields, where the piezoelectric effect dominates over
electrostriction. Core and shell displacements 67, (0), equation (9.26), due
to the weak field and applied stress will also be small. In that case, their elec-
tric dipole moment [¢;,67, (0)] is the dominant multipole moment, apart from
their charge, which is included in E,., equation (9.6). The interaction energy of
this dipole moment with the electric field is

{— Z qno7,(0) - E} (9.46)

We wish to express the quantity in equation (9.46) in terms of the column
matrix ¢or, introduced prior to equation (9.27). Expression (9.46) is clearly
the inner product of the vector ér with another vector whose elements are
also determined by n, 7 and «, where « labels cartesian components, in
this case components of E, and where n, 7 comes from the charge ¢,. We
denote this vector (¢E). Then

— > andF(0)- E = —(gE)" - ér (9.47)

n,T

We add this to the cohesive energy in harmonic approximation, equation
(9.28),

Ecoh((S’E_:) = {Ecoh(o) +§T -0+ %éT .

IS

8- (E) ). (9.48)
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We note that if the expansion of equation (9.48) is relative to the perfect
undistorted crystal conﬁgurat_ipn as in equations (9.28)—(9.30), then in equa-
tion (9.48), E.,,(0) refers to £ = 0, and the equilibrium condition is

—0=g (9.49)

The term in g is therefore zero in Ep, equation (9.48). We can then proceed
to the expression analogous to equation (9.34) in terms of the sub-matrices of
W and ¢, equations (9.27) and (9.33) respectively,

ECOh(év E) = {Ecoh(o) + % [&T 'lse -Ae
+2&T'lrs'£+ﬁ—r'lrr'ﬁ] - (@)T'é_’} (950)

In equation (9.50) we have introduced (Ae) for the net strain due to applied
stress and electric field.

Analogous to equation (9.35), we now determine the core and shell dis-
placements in terms of the induced strain Ae and the electric field E. We
require, from equation (9.50), equilibrium condition

(e

) =W Ae+ W, b — (qE)] = 0. (9.51)
AcE T = —

The solution of equation (9.51) for ér is

Q = _z;_;l ° [zrs '& - (qE)] (952)

We now express the electric displacement D, equation (9.43), in terms of
the shell model. From that we shall see that the dielectric and piezoelectric
constants can be determined. First we require the polarization:

D 1 Te2T
P= VZ 467, (0). (9.53)
nT
Then, from equation (9.43) with equation (9.53),
~ = 1 TCoT
D= {EOE + VZ qno7, (0)}. (9.54)

We wish to introduce ér into equation (9.54) from equation (9.52) in order to
have D as a function of E and Ae. For this purpose, consider equation (9.54)
in cartesian component form:

(e} (03 1 T T,
D = {EOE —i—;nz;qn&rn‘ (0)}, a=1,2,3. (9.55)
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Let us write matrices or, W,, and W . in equation (9.52) in terms of cartesian
component submatrices as follows:

5! wit w2 owh W,
or=1\e? |, W.=|W} wp wr| W.=|W.|
o w3l w2 w3 w3

(9.56)

where superscripts 1, 2, 3 label the corresponding cartesian component,
denoted by « in equation (9.55). With this notation, matrices have dimension-
ality determined by the union of the dimensionalities of n and 7, where the
dimensionality of 7 is two (cores and shells), and the dimensionality of # is
the number of atoms in the crystal basis. The last term in equation (9.55) is now

(45, (9.57)

When we substitute for ér* from equation (9.52) into equation (9.55) with
equation (9.57) we obtain

1 o .
D" {eib gt ) L de - gE ). 059)

In equation (9.58), the Einstein summation convention applies to the
repeated index (5. We rewrite equation (9.58) as
e 1 ey 3 1 1 b
D" = { [5060‘%;5-(@1) ﬁ-g}Ej A "-yg-g}.

(9.59)

Referring to equations (9.44) and (9.59), we now see that the dielectric con-
stant K, and the electric susceptibility x, are second rank tensors, in general.
From equation (9.59) we sce

1 8Da 1 _1 a8
K% =— =6+ — 4w N ql. 9.60
€0 (8E3>g [ +50Vg Br) 4 (.60)

Explicitly, this is the static dielectric constant for constant strain, expressed in
terms of the shell model of the crystal.
A form of direct piezoelectric constant is also derived from equation

(9.59):
¢ = ﬂ _ _l T, IR
. (5(&’:‘)>§_ { pd (W) Kr€:|- (9.61)

This is a direct piezoelectric constant at constant field, expressed in terms of
the shell model. It is not the conventional one, which is given by

d" = (a(?TDZ))E’ (9.62)
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where Ao is the stress in Voigt notation [see Nye (1957), Chapter X, section
3]. In equation (9.61) we have defined a piezoelectric constant in terms of
strain Ae. We can obtain d% from equation (9.61) by using the elastic
constants:

M:

e

Ae: (9.63)

see equation (1.48). Then, from equations (9.61) and (9.63),

where the elastic constants must be determined at the given fixed value of E.
Equation (9.64) with equation (9.62) gives

d*=c" A" (9.65)

Referring to equations (9.61) and (9.62), if we express each element of the
Voigt strain (Ag) or stress (Ao) in terms of the corresponding elements of
the cartesian tensor strain (Ae) and stress (Ao) then, for example in equation
(9.61), we have T T

P 8Da 1 — (13/ !
xm:< ) :[‘QT-%,.‘) Wi (966)
d(Dey)) 5 vio= = o

which displays explicitly the piezoelectric constant as a third rank cartesian
tensor. Furthermore, we can consider the case E = 0. Then, from equation
(9.43),

D=P (E=0). (9.67)
In that case, equations (9.61) and (9.62) become
8})0 aPa
A =|—— , d“=|—— . 9.68
(0055 .. (55) 6%

The latter of equations (9.68) gives us the formula that we intuitively associ-
ate with the direct piezoelectric effect: the rate of change of polarization with
respect to applied stress at zero electric field.

To summarize, the main purpose of this chapter is to show explicitly
how to relate experimental bulk measurements such as elastic, dielectric
and piezoelectric constants for a crystal to the parameters of a shell model
for the crystal. By combining formulae such as equations (9.39), (9.60) and
(9.61) with equations (9.33), (9.30), (9.10), (9.9) and (9.4), we obtain explicit
relationships. Such relationships are used in computer programs that fit or
calculate physical properties with shell models.



Chapter 10

Classical atomic diffusion in solids

10.1 Introduction

In the previous chapter we gave considerable detail about how an atomistic
model of a crystal can be developed and used to analyse the bulk properties.
We spoke only about perfect crystals, with periodically repeated unit cells. A
large fraction of the subject of the materials science of solids is based upon
imperfect crystals that contain chemical impurities or other point defects.
The next chapter is devoted to a description of selected theoretical calcula-
tions for point defects in insulators. Section 11.2 presents some results for
classical diffusion, and describes two fundamental defect mechanisms:
vacancy diffusion and interstitial diffusion. The reader is referred to that
discussion at this time. The movement of ions, atoms and molecules
through a crystal is responsible for a host of properties. We mention only
a very few examples at this time. A more wide-ranging discussion can be
found in works devoted to solid state diffusion, such as that by Borg and
Dienes (1988).

Charge transport in ionic insulators is usually dominated by ionic
conduction, in which host ions of the material move under an applied electric
field by vacancy or interstitial diffusion. The optical properties of ionic
crystals can often be altered by additive coloration, in which the surface of
the crystal is exposed to a gas of the crystal’s cation species. The excess of
positive ions diffuses into the crystal, creating anion vacancies that establish
overall electrical neutrality in the crystal by trapping excess electrons,
forming F centers (see sections 11.2.2, 11.3, 11.6 and 11.8). The F centers
have optical characteristics different from those of the host crystal. The
formation or dissociation of point defect complexes (sections 11.2.2 and
11.3), and aggregation of impurities at dislocations or grain boundaries
involve atomic diffusion in solids. Solid state chemical reactions involving
impurities or interdiffusion are controlled by diffusion kinetics.

We shall see that equilibrium concentrations of point defects are
determined by the temperature of the crystal, as are diffusion rates.
Atomic diffusion occurs by the conversion of phonon energy into the activa-
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tion energy for atomic site-to-site displacement. The distribution of phonon
energy, of course, depends on the temperature, as discussed in section 7.6.

Not all solid state diffusion can be described classically. The subject of
quantum diffusion is introduced briefly in section 11.9. It represents the
case where the essentially quantum-mechanical nature of diffusing atoms
cannot be ignored. In terms of the particle-wave dualism of the quantum
mechanics of particles and fields, the particle-like characteristics dominate
in classical diffusion and the wave-like characteristics dominate, or are at
least not negligible, in quantum diffusion.

In section 10.2 we derive the diffusion equation and apply it to the case of
a slab source of the diffusing species in the material. In section 10.3 the latter
problem is discussed, not on the basis of the diffusion equation, but in terms
of atomic diffusion as a random walk process. In section 10.4 the principles
of statistical thermodynamics are applied in discussing the equilibrium
concentration of point defects in a solid as a function of temperature. In
section 10.5, the Vineyard relation is derived, to demonstrate the temperature
dependence of diffusion.

Throughout this chapter, our presentation closely follows that of Borg
and Dienes (1988).

10.2 The diffusion equation

10.2.1 Derivation

Consider atomic point defects of a given species diffusing in one dimension,
by successive jumps between atomic planes in an infinite solid, where the
planes are perpendicular to the direction of diffusion. Assume that the
temperature is constant and uniform throughout the material. Consider
two planes at x and (x + Ax), where Ax is the interplanar spacing, and x
is the direction of diffusion. Let N(x) be the density of diffusing point
defects on a plane at x. The units of N(x) are defects per square meter:
m 2. N(x) is then the planar concentration. We introduce the concept of
jump frequency I': the average number of plane-to-plane jumps executed
per unit time by a diffusing defect: units: s~!. The jump frequency, or jump
rate, I, is determined by the specific nature of the defect and of the crystal,
as well as by the temperature, as discussed in section 10.5. For simplicity,
let us consider only jumps between nearest-neighbor sites in the crystal, so
that the jump distance is Ax.

We now consider the defect current density J(x) at any instant of time in
the crystal at x due to planar concentration N(x) and jump frequency T'. Tt
has two possible directions in one dimension, relating to the fact that
(except at the surface) an atom may jump in the forward or backward direc-
tion. The current density at any instant of time, for instantaneous jumps, at
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(x4 (Ax/2)), halfway between atomic planes at x and (x+ Ax) is, on
average,

J(x—&—%) = [Jo(x) — J_(x + Ax)] (10.1)

where J. (x) is the magnitude of current density originating from a plane at x,
in the positive or negative x-direction respectively. Now,

Jo(x) =11 N(x), (10.2)

from the definitions of jump rate I' and planar concentration N(x) given
above, where the factor % takes account of the fact that on average, a
forward jump and a backward jump are equally probable for a given
atom. From equations (10.1) and (10.2), we have

J<+%> = — 1T [N(x + Ax) — N(x)]. (10.3)

We now introduce the volume concentration, henceforth referred to
simply as the concentration, C(x):

C(x) = EVA(;% (10.4)
Combining equations (10.3) and (10.4),
A C Ax) — C(5
J(x'f‘zx) :—%I‘(Ax)2 [ (X—|— Ax)z (’C)] (105)

Up to now, we have referred to Ax as the interplanar spacing, which is small
compared with macroscopic scale, but non-zero. We now consider the case
where J(x) and C(x) are determined by macroscopic measurements, so
that x may be viewed approximately as a continuous variable. We replace
the factor (Ax)2 in equation (10.5) by «&°, where a is the interplanar
spacing of the crystal. Then

Ax\ o [Clx + Ax) — C(x)]
J<x+ > > =—Gla) Ax . (10.6)
Taking the limit (Ax) — on both sides of equation (10.6), we have
0
J(x)=-D—C 10.7
(x) = =D =~ C(x), (10.7)

where we have introduced the partial derivative because in general C will be a
function of time as well as of x, as we shall see, and we have introduced the
diffusion constant D, given in the present example by

D=1iTd. (10.8)
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If the diffusing species is highly dilute, so that each atom can jump in any of
the three cartesian coordinate directions on average, with equal probability if
the solid is isotropic, then we should have

D=1ra. (10.9)

With arbitrary boundary conditions that may not ensure uniform diffusion in
the x direction, we should have the following generalization of equation
(10.7) for an isotropic solid or cubic crystal:

J(7, 1) = —DVC(F,1), (10.10)

where we have now introduced the time explicitly into equation (10.10). For
an anisotropic medium, equation (10.10) generalizes further:

Ji(F, 1) = —=Dy0,C(F, 1), (10.11)

with the same notation as in earlier chapters for cartesian tensors, with
Einstein summation convention. Thus in general the diffusion constant D;
will be a second-rank tensor. Equations (10.7), (10.10) and (10.11) are
forms of so-called Fick’s first law.

In some cases, the number of point defects of a given type may not
remain constant within a system. For example, a diffusion step may take
an interstitial atom or ion of a given species into a vacancy of the same
species. In that case the interstitial and vacancy are mutually annihilated.
Another example is when electron transfer between a monovalent ion and
a trivalent ion leaves two divalent ions. We exclude such situations from
the present discussion, so that the number of defects, all of the same type,
is constant. This constraint is in the form of a conservation rule. It means
that within an arbitrary volume V' of the material, the rate of change of
the number of defects within V' is equal to the rate at which defects enter
the volume ¥ by diffusion through the surface S(7) bounding V. In the
notation of the present section this can be written as

EJ dVC(F,t):—J dsi-
dr Jv S(V)

~l

@) (10.12)
where 7 is a unit normal outward vector on S(¥'). On the left-hand side of

equation (10.12), 7 is a variable of integration throughout the fixed but
arbitrary volume V' in the material. Equation (10.12) may therefore be

rewritten as
{J dVa—C—i—J dSﬁ-f}zO. (10.13)
v ot Js

Gauss’s theorem applies to the surface integral, whence

J dV{a—CJrﬁ-f}:o. (10.14)
Vv ot
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From the arbitrariness of V, equation (10.14) implies

ocC - -
{ Br +V-J}O. (10.15)
Equations (10.12) and (10.15) are exactly equivalent: they are referred to as
continuity equations. Continuity equations of this form apply to all manner of
physical quantities that are conserved in the sense described above.

Equation (10.15) can now be combined with equation (10.10) in the case
of isotropy or a cubic crystal, with the result

V.J=—-=—==-DVC (10.16)

or

ocC )

% = DV-C. (10.17)
Equation (10.17) is the diffusion equation, the equation of motion for
concentration C(7,t) under the fairly general conditions described above.
It is sometimes referred to as Fick’s second law. As we mentioned in
Chapter 3, it has the same mathematical form as the heat flow equation
for the temperature 7(,1), equation (3.44), under the condition V-i=0,
where # is the deformation field of the solid. There are therefore whole
classes of problems in heat flow and in atomic diffusion where the mathema-
tical forms of the solution are identical, despite the physical distinctness of
the two phenomena. Early in the development of quantum mechanics it
was noted that Schrodinger’s equation for a free particle had a similar form:
2, 0P

2mV W =1h TR (10.18)
The fact that the ‘effective diffusion constant’ in this equation is pure imagin-
ary, however, means that apparently no physical or geometric conclusions
can be carried over to it from the fields of diffusion or heat transfer.

10.2.2 Planar source problem

The qualitative nature of the concentration as a function of both space and
time can be displayed by a solution of the one-dimensional form of equation
(10.17):
ac_ ¢
ot oxE
Suppose that C(x, ) is known explicitly at 1 = 0,
C(x,0) = fi(x), (10.20)

(10.19)
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with fi(x) a given function. How will the concentration profile evolve with
time?

We begin with a standard approach to the solution of equation (10.19):
separation of variables:

Clx,1) =1 (x)g(1). (10.21)
Substitution of equation (10.21) into equation (10.19) gives
dg d*f
£(0) 5 = Delo) % (10.22)
which we rewrite as
1 dg 1d¥

— 2 =- L K, 10.23
Dg dt [ dx? ( )
where K is necessarily independent of both x and ¢, because the second
equation would have it exclusively a function of x, and the first a function
of ¢, for which the only resolution is that it is constant. From the first
equation in equations (10.23),

% — DKg — g — gye*PK. (10.24)

If the concentration, equation (10.21), is to remain finite at long time ¢, the
separation constant must be real and negative, from equation (10.24),

K =k, (10.25)
where k is real. The equation for f(x), from equations (10.23) and (10.25) is
d*f
= —I*f, (10.26)
whose solutions are
f(x) ~ e, (10.27)

The general solution of equation (10.19) with equation (10.21) is an arbitrary
linear combination of the solutions, equations (10.24) with (10.25) and
(10.27),

o0

C(x, 1) = J dk go(k) e K1 ek, (10.28)

where go(k) is an arbitrary function, except that for C(x,7) to be real, we
must have

go(—k) = go(k), (10.29)

where * means complex conjugate.
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We now apply the initial condition, equation (10.20), with equation
(10.28):

(o.¢]

filx) = J dk go (k) e~ (10.30)
From Fourier’s integral theorem, equation (10.30) must satisfy
[ oy
2o(k) =5 J dx'fi(x") e * (10.31)
T )—0c0

Equation (10.29) is automatically satisfied by equation (10.31) if f(x) is
real. We substitute equation (10.31) into equation (10.28) to obtain C(x,1):

1 00 00 ] . ,
Clx, 1) = 2—J dk J dx' fi (x) e PR gikle=x'), (10.32)
Consider the integral
= J dee DT ), (1033)
Let
y* = Ditk? (10.34)
whence
k = y(D1)~?, (10.35)
and let
z=(x—x)(Dr)"V2 (10.36)
Then equation (10.33) with equations (10.34)—(10.36) becomes
I= (Dt)_]/zj dye™ 7. (10.37)
Now, from equation (10.37),
dr © 2.\ iy
= (Dt)~'/2 J dye™ (iy) e (10.38)

Evaluate the integral in equation (10.38) by parts:

e 2 . . *}’2 [e%¢} 0 7}72 .
[ ool (-5 )| e[ o5 e

_ <122)J dye” eb”, (10.39)

Combining equations (10.38) and (10.39), we have

dr . [iz
dzl<2>1. (10.40)
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We rewrite equation (10.40) and solve

dr z I 2 2
gz n(=)=-= I =17 /" 10.41
Ji B dZ, n <[0> 4° 0¢ ( 0 )
From equation (10.41) with equation (10.37)

o0

Iy=1(z=0) = (Dr)"/? J dye™” = (Do) /. (10.42)

We introduce the change of variable, equation (10.36) into equation (10.32)
for C(x, 1), and with equations (10.33), (10.41) and (10.42) obtain

L

Let us consider a simple form of the initial condition, equation (10.20),
in which there is a thin planar layer of the diffusing species within an infinite
solid, say at x = 0. This can be expressed as

f1(x) = Cpd(x), (10.44)

C(x, 1) = dz fi(x — (D0) P2y e /4, (10.43)

where §(x) is the Dirac delta function. Equation (10.43) for the concentration
profile C(x, ¢) at time ¢ becomes

C(x,1) = % J, dz8(x — (D1)' P2y e =74
1 X
—Cp———expd — L 10.4
“ 2(7rDt)l/2exp{ 4Dt} 104

The characteristics of this profile are, first, an amplitude that decays in time as
/2 at the surface x = 0; second a gaussian shape e gt any instant;
third a spatial range of the gaussian, given by (4Dt)1/ 2, that increases
-2, indicating the distance x at which the gaussian is e ' of its
maximum value, at given time 7. Thus we see that as diffusion proceeds in
both directions into the material from the planar layer, the concentration
profile has a gaussian shape in x that diminishes in amplitude as 12 and
increases in width as 1'/% .

~t

10.3 Diffusion as a random walk

In the previous section, diffusion was viewed as a flux of particles within
the solid driven by the space- and time-dependent concentration gradient,
equation (10.10), subject to particle conservation, equation (10.15). In this
section, we take a statistical, or probabilistic, approach. We ask, for a
particle that can be expected to jump forward or backward with equal prob-
ability at each step along its way, what the probability will be of it arriving at
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a given distance from its starting point within the material, in 7 steps. This
can be interpreted as the mean fraction of particles that will diffuse to this
distance in # steps. The number of steps 7 is, of course, simply related to
the time taken, through the jump frequency.

Suppose that, for a given particle, in n steps it goes a distance x = ma,
where « is the atomic interplanar distance, and m is a positive integer. As
in section 10.2.2, we consider one-dimensional diffusion. If m < n, it must
have done m’ steps backward (m integer, positive). Then we have (m + n')
steps to the right, and m’ steps to the left, or

n=(m+2m), (10.46)
whence
m =L(n—m). (10.47)

If the particle is restricted to the region x > 0, then we must exclude paths for
which, at some point along the way more backward steps have been taken
than forward. This constraint is difficult to implement analytically. We there-
fore consider, not a semi-infinite material in x > 0, but an infinite one, in
—00 < X < 00, as in section 10.2.2. The question then becomes one of the
particle arriving at x = 4ma in n steps, with either (m + m') steps to the
right and »d' to the left, or (m 4 m') to the left and m' to the right, subject
to equation (10.47). Then the number of distinct paths for the particle to
get to +m in n steps is just the number of ways of distributing n’ backward
steps amongst 7 steps in total; i.e. the number of combinations ,C,, of n steps
m' at a time,

n! n!

' (n—m) (”‘2”1)! (”J;m>!’

where we have used equation (10.47) in the last step. This is, of course, the
same as ,,C,, ./, given equation (10.47). Given that the probabilities of a
forward and of a backward step are assumed here to be equal, whence the
expression ‘random walk’, the probability of a specific path is (%)”. For
arriving at x = +ma in n steps, this factor is weighted by ,C,,/, equation
(10.48), in arriving at the probability for a single particle, or the average
distribution of a large number of particles over final states m. Thus the
concentration will be proportional to Q(m,n), where

I1Cm’ = (1048)

; n! _
()0

[Note from equation (10.46) that if n is (odd/even), m is also (odd/even), so
that in equation (10.49) (n & m) is even, and so J (n & m) is an integer.]

Q(m’n) = (%)nncm’ = (% (1049)
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Now for the macroscopic distribution given by the concentration
C(x, 1), the number of steps n, for macroscopic x, must be very large, since
the net displacement x = +ma must be macroscopic. We are therefore
justified in using Stirling’s approximation for n! and for [% (n+m)]! We
shall also use it for [§(n — m)]!, on the grounds that the latter will be large
for the overwhelming fraction of cases, where m and ' both will be very
large. Stirling’s formula is that for large n,

n! = n"e "V 2mn. (10.50)

This result is discussed in the Appendix to this chapter. In approximating §2,
equation (10.49), we work with In €2,

In€ = nln(l) + In(a!) — In [(”‘2”1” “n [(”zm)'} (10.51)

and, from equation (10.50),
In(n!) ~ nin(n) — n + Ln(27n). (10.52)

Applying equation (10.52) to (n!) and to [3 (n = m)]! in equation (10.51) gives

In €~ {"ln (%) —%ln(%) + (n%) In(n) — (n + l)ln<g>
{%) ln<1 —%> - (%) 1n<1 +%>} (10.53)

If we can assume that m < n for the overwhelming fraction of cases, then

1n(1iT>zT{i1_1@}ziT. (10.54)
n n 2 n n

With the approximation of equation (10.54), equation (10.53) reduces to

1 1 m’
InQ ~ {— Eln(n) - zln(27r) +1In(2) — Z}’ (10.55)
or
1/2 2
nm m
1 — ] Q| =-—— 10.
n [( ’ ) } i (10.56)
whence
12
0O~ <i) e /), (10.57)
nm

Suppose that there are n diffusion steps on average, per unit time. Then
n="It, (10.58)
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where I is the step frequency. Furthermore, m net forward steps between
planes with spacing a gets a diffusing particle to the following position
in x:

ma = X. (10.59)

Substituting from equations (10.58) and (10.59) into equation (10.57) we
obtain

2\ |
Qz(m) e/, (10.60)

Recall that for one-dimensional diffusion, as here, the diffusion constant D is
(Fa!2 /2), equation (10.8). Thus, equation (10.60) becomes

4 /Dy

Recall that 2 is the probability of arriving at +x = (ma); i.e. we may write
Q = Q(|x|, 1), in equation (10.61). Then the probability Q(x, ) of arriving
at x is

Q(x, 1) =1Q(|x|, 1). (10.62)

The probability density (i.e. the probability per unit length) of finding a
particle at x is

P(x,1) = é O(x,1). (10.63)

Itis left as an exercise to show that P(x, ¢) in equation (10.63), with equations
(10.62) and (10.61), is a conventionally normalized probability:

J dx P(x,1) = 1. (10.64)
In the present example, all of the diffusing particles start at x =0, so the
initial condition is the same as that in section 10.2.2, equation (10.44),
where Cj is the initial number of particles per unit area at x = 0. Referring
to equations (10.63) and (10.62), we deduce that the probability density
P(x,1) is the fractional concentration, in the sense
1
C D _ prg oL emesane) (10.65)

- - b

o 2(xD1)"?

having used equation (10.61). This is the same result, equation (10.45), that
we obtained by solving the diffusion equation. It is interesting how these two
quite distinct mathematical approaches can be successfully applied to the
same physical problem.
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10.4 Equilibrium concentration of point defects

Consider a simple crystal, monatomic with a basis consisting of a single
atom. At high temperature, thermal vibration ensures that some fraction
of the atoms will not be at perfect crystal sites; that is, the crystal will not
be in a zero-temperature, perfect crystal configuration. Suppose that as a
result of some particular preparation of the material, an idealization of the
atomistic configuration has only one species of point defect, namely vacan-
cies. We now address the question of the equilibrium vacancy concentration
as a function of temperature.

If there are j vacancies distributed over N atomic sites in the crystal, then
the fractional vacancy concentration C, is

J
C, =-=—. 10.66
=L (10.66)
The number of distinct configurations g; for given j is
N!
TN =) (1067

We shall assume that the concentration at thermal equilibrium is small;
that is, the distribution of vacancies is highly diffuse. In that case,
vacancy—vacancy interaction energies will be small. The reasonableness of
this assumption will be considered after the fact; i.e. after we have used
equilibrium statistical thermodynamics to estimate the concentration as a
function of temperature.

The partition function Z for our system is

Z=Y"dieH/T), (10.68)

where kg is the Boltzmann constant and d; is the degeneracy of the energy
eigenvalue E; for the whole system. Let us write Z, equation (10.68), as a
sum of contributions, each from the set of states with a given number, say
J, of vacancies:

zZ=> 7. (10.69)

For those states of the system with j vacancies in a highly diffuse distribution,
i.e. j < N, the average total energy may be written as

E; = (Ey +Jjey), (10.70)

where ¢, is approximately equal to the energy required to create a single
vacancy in a perfect crystal whose energy is E,. Then

7, ~ gje Bl (10.71)
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with g; given in equation (10.67). Now suppose that the sum in equation
(10.69) is dominated by the term j = J, so that

Z ~gye B/ T) (10.72)

Let us now evaluate the Helmholtz free energy F, using equation (10.72),
F=—(kgT)InZ

— —(kyT){ing, — E,/(ksT)}. (10.73)

We use Stirling’s formula, equation (10.52), to approximate Ing;. From
equation (10.52), for large n,

In(n!) = {(n+1)In(n) — [n — $In(27)]}
~ n[ln(n) — 1]. (10.74)
Then, from equation (10.67) with equation (10.74),
Ing; ={N(InN—-1)—J(InJ—1)— (N =J)[In(N —=J) — D]}. (10.75)

In equation (10.75), all the terms with 1 in them cancel. We further
approximate the last term in equation (10.75) by using

o= m[v(1-2)
s (-5}

~ InN, (10.76)

since J < N according to the assumption of low concentration: see equation
(10.66). Thus, with equation (10.76), equation (10.75) reduces to

J
Ing; = (=JInJ+JInN)=—J1In (N) (10.77)
From equation (10.73) with equations (10.77) and (10.70), we have

Fe {(kBT)J1n<%) +(E0+J5V)}. (10.78)

In terms of concentration C,, equation (10.66), equation (10.78) becomes
F ={Ey+ NC,[(kgT)InC, + &,]}. (10.79)

Now consider experimental conditions of constant pressure p and tem-
perature 7. We have the combined first and second laws of thermodynamics
in the form

dU = (TdS — pdV + Np, dC,), (10.80)



Equilibrium concentration of point defects 153

where i, is the chemical potential for vacancies, U is internal energy, and S
and V' are entropy and volume respectively. The Gibbs free energy G is
defined as

G=(U-TS+pV), (10.81)
whence the combined first and second laws give
dG = (=SdT + Vdp + Nu,dC,). (10.82)

It follows that the equilibrium condition at constant pressure and tem-
perature is

dG(T,p,C,) =0 (10.83)
which requires, for dC, # 0,
oG
=0. 10.84
<acv >T,p ( )
Now the Gibbs and Helmholtz free energies are related as follows:
G=(F+pV). (10.85)

Thus equation (10.84), the equilibrium condition, is

oG OF oV
(5 ), ~{(G&), +r(5), J=0  noso

For a wide range of solids, F ~ G, whence

av oF
10.87
(5), <(Ge), (10.87)
and the equilibrium condition, equation (10.86), becomes
oF
~ 0. 10.88
<8Cv )T,P ( )

From equation (10.88) with equation (10.79) we can determine the
equilibrium concentration of vacancies:

(aF) — (NkyT(InC, + 1) + Ne,} =0, (10.89)
ac, )i,

For low concentration, suppose
¢, <107°
whence
[InCy| ~ 14> 1.
The solution of equation (10.89), neglecting 1 relative to In C,, is

C, = e =/ keT), (10.90)
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We note that €, must be calculated, for this purpose, at constant 7" and p, in
simulation studies. How does equation (10.90) conform to our original
assumption of low concentration? Consider 7~ 300K and ¢, =~ 1eV.
Then with ky = 8.62 x 107> eV/K we find

C, ~ 107",

from equation (10.90). This certainly is consistent with the original assump-
tion, and there is a wide class of materials and point defects for which
equation (10.90) is a good approximation. The discussion of this section
closely follows that of Agulo Lopez et al. (1988), sections 2.2-2.5.

10.5 Temperature dependence of diffusion: the Vineyard relation

Consider first a very simple example of diffusion: diffusion by the vacancy
mechanism in a planar crystal. The system is illustrated in figure 10.1, where
there is one vacancy in a square two-dimensional crystal, where one atom,
the one at site A, will undergo a diffusion jump into the vacancy, which is
shown by a small square at B. All atomic sites shown are equilibrium sites in
the crystal when the diffusing atom is at A. Consider first the case that only
the atom at A moves during the diffusion jump, and all the other atoms
remain fixed during the jump. Sites A and B are energy minima for the
atom at A. Equipotential lines for the motion of the atom at A are
shown dashed. For any planar trajectory of the diffusing atom from A to
B, there is a point of maximum energy which falls on the curve labelled
S. The lowest-energy point on the curve S is at P. In moving along S in
either direction from P, the energy rises, but in moving perpendicularly to
S from P the energy drops in either direction. The point P is therefore
called the saddlepoint for the motion: the potential energy surface has a
saddle-like shape near P. In the present example, when only one atom
moves, and that in a plane, its coordinates can be denoted (y;,),), as in
figure 10.1.

In a more realistic picture of the planar process, nearby atoms will be
displaced somewhat from their original positions as the diffusing atom
moves away from site A. In practice, this has a major effect in reducing the
maximum energy rise (the activation energy) experience by the atom in a
diffusion jump. We therefore speak of the configuration of the crystal at
any point during the diffusion jump process, and denote this configuration
in terms of the complete set of generalized coordinates (y;,y»,...,¥,). For
a crystal consisting of N point-mass ions in a three-dimensional crystal, we
should have n = 3N, and for shell-model ions, n = 6N. We denote a given
configuration by an n-dimensional vector y:

.)_}E(yl7y27"'7yn)' (1091)
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Y2

(@)

i } —> 1 > (S)
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Figure 10.1. (¢) Two-dimensional illustration for diffusion by the vacancy mechanism.
Dashed curves are equipotential lines. All diffusion paths from A to B (the vacancy site)
achieve an energy maximum on the curve S. The lowest such maximum is at P. (b) Total
energy E (schematic) along the straight-line diffusion path A-P-B in part (a). (¢) Total
energy E (schematic) along the line S in part («). Parts (b) and (c¢) together, with the
graphs placed perpendicular to each other while points P coincide, illustrate the nature
of the saddle point for energy E versus position in the plane of part (a).

In such a generalized vector terminology, y is in an n-dimensional hyperspace,
and the line S in figure 10.1 represents an (n — 1)-dimensional hypersurface.

We now approach the diffusion process from the viewpoint of classical
statistical mechanics [see for example, Schrodinger (1952)]. We imagine an
ensemble of systems, infinite in number, each in a thermal bath consisting
of all the others. Each is in some mechanical state, specified by a configura-
tion space position y and a corresponding momentum-space configuration p,

P =(p1:p2,---,0n), (10.92)

where p; is the canonical momentum conjugate to y;, equation (10.91). The
union of configuration space and momentum space, called phase space,
has points specified by (y,p), equations (10.91) and (10.92). At absolute
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temperature 7', the systems of the statistical ensemble are distributed among
the phase space points according to the distribution function

e+ 577]
ks T

p(y,p) = p1exp (10.93)

if all of the particles have the same mass m. In equation (10.93) ¢(y) is the
potential energy of the system, whose equipotential hypersurfaces are
represented schematically by dashed lines in figure 10.1. If p(y, p), equation
(10.93), is normalized, then it gives the probability density in phase space
for finding the system to be in state (y, p) at temperature 7. The normalizing
condition, from equation (10.93), is

1= |d"yd"pp(y,p)
= | @vexpl-v(/ (] | @0 expl-p?/@mky )

— | d"vexpl—p(v)/ (kn T))oy (2mkey ). (10.94)

In equation (10.94) we have used the fact that

P = <z/: pf), (10.95)

and

Jm dp; exp[—pf/(2kaT)] = (2mky Tm)"2. (10.96)

If we denote the probability density of points in configuration space to be
£(y), where

&) = poexp[—p(y)/ (ks T)], (10.97)
then normalization gives
1 n
| vexpl—e)/ G T (1098)
From equation (10.94) with equation (10.98) we have
- % (2mmky T)"2, (10.99)
0

determining p; in terms of p,, equation (10.98). In equations (10.94)—(10.99),
all integrals are over the infinite range of phase space variables (y, p).

Let us refer again to the simple example represented by figure 10.1.
In that case configuration space and momentum space are both two
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dimensional. Consider the flux 7 of particles in the ensemble, from left to
right across the line S. It is given by

[=2A (10.100)

where N4 is the number of elements of the ensemble with the diffusing
particle lying to the left of S, and 7 is the mean time between particle
jumps. Then from equation (10.100) the mean jump rate is

1 1

I=—=—. (10.101)

T NA
When we generalize to a multi-dimensional configuration space, N, can be
evaluated as follows:

Ny = J d"y J d"pp(y,p), (10.102)
Va(l)

since different elements of the ensemble are differentiated by different points
in phase space. In equation (10.102), V5 (¢) is the hypervolume associated
with the diffusion from site A to the left (¢) of the now hypersurface S. We
can evaluate the integral over momenta in N,, equation (10.102), as
before, using equations (10.96) and (10.99) with equation (10.93),

Ny = JV " dhyexp[_‘ﬁ(y)/(kBT)](zﬂ-kaT)n/zpl

—o |, dvesl-e0)/ (k)] (10.103)
Va(t)

In a similar way, the generalized flux 7 can be evaluated. It is the number
of phase space points per unit time passing from left to right through the
hypersurface S. This is the density of phase space points at the hypersurface
S, times the component of their velocity normal to S, provided it is outward
from V5 (), integrated over S:

1
1=J d"lya J d"p(—p)p(y,p)~ (10.104)
S(Y) > m=)r=

In equation (10.104), Y are points on S, to which the integral over y is
limited; the n-dimensional dot product is (7 -p), where 7 is a unit normal
vector on S, outward from ¥, (¢); > limits the integral over p to momenta
such that (7i-p) > 0; and (1/m)-p is the velocity of phase space points.
Now for a given point ¥ on S, we can choose a coordinate system
such that one of the coordinate axes, say y;, is in the direction of 7 there,
so that

A=(1,0,0,...,0). (10.105)
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In that case,
ii-p=pi. (10.106)

Then substituting for p in equation (10.104) from equation (10.93), using
(10.95) and (10.106), we have

= Js(Y) &y explep)/ (o ) J ap o eXp[ - i ,Zl pjz/(kBT):|

=or |, & explp )/ GaT ) 2mmk 7))

00 2
V4 P1
dp, 2L __
XL ”‘me"p[ <2mkgr>}
Po ro (2mkpT) _,
P T— u-————=-¢€
(2mmky T)'? Jo 2m

[y, & rexploe)/ ()

1/2
—po(kB—T> J 4"y expl—p()/ (ks T)]. (10.107)
S(Y)

2mm

We can now combine equations (10.103) and (10.107) to evaluate the
mean jump rate I', equation (10.101):

2mm

1/2
(k_T> J 4"y exp[—p(y)/ (ks T)]
S(Y)

r= (10.108)

JV " dhyexp[_(p(z)/(kBT)]

We now assume that the integrals in equation (10.108) are dominated by
the region in which ¢(y) is smallest, because of the exponential functions.
For the integral over S(Y), ¢(y) is a minimum at the saddle point, which
we denote Y p. For the integral over V(£), ¢(y) is a minimum at Y 4,
indicated schematically at A in figure 10.1. We introduce Taylor expansions
of p(y) for the respective integrals about ¥ p and about Y . Because these

points are minima, we have

) ()
— = = =0, 10.109
(ayi =Y, y; =Y, ( )

where the first partial derivative is restricted to the hypersurface S. If, on S
and in V, (¢) respectively, we denote

y=Fp+U) onS, (10.110a)

y=Xa+u) inVy(A), (10.110b)
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then we have

1
e(y) = {so(zp) +§; Ki,-UiU,} on S, (10.111a)
1 .
e(y) = {so(YA) +§Z k,ju,-uj} in Vo (0). (10.111b)
ij
In equations (10.111),
Rt )
Ki=|—%— on S, 10.112a
’ (ayiayj y=Yp ( )
k —< ¢ ) in Va(6) (10.112b)
o\ Jy-y, AT '

In equations (10.111) and (10.112), K;; and k;; are elements of force constant
matrices K and k respectively. In equations (10.111), the quadratic terms are
of the form

u'-K-U. (10.113)

=

in matrix notation. The matrix K can be diagonalized by a unitary trans-
formation M:

K=M-K-M"), (10.114a)
U=0=(M-U), (10.114b)
M'=M" (10.114c)

The transformed generalized coordinates U’ = Q are normal modes; the
diagonal elements K}; of é’ are the eigenvalues of K: they are related to

the normal mode angular frequencies €; as follows:
Kj; = mQ6;. (10.115)

Exactly similar results apply to the term gT-lé-g in equation (10.111b),
where

T=m, (10.116)

3
=
IS
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Note in the above that the scalar m is the particle mass, and has nothing to do
with the unitary transformation matrix m. With equations (10.113)-(10.117),
the potential energies of equations (10.111) become

e(y) = {so(Yp) %2 mQ,?Q%} on S, (10.118a)

p(y) = {sa(XA) +%me,2q,2} in Va(0). (10.118b)

We now return to the mean jump rate I', equation (10.108). The
hypersurface and hypervolume elements d”~'y and d”y respectively now
become (dQ;...dQ,_;) and (dgq, ...dq,) respectively. When the sums in
equations (10.118) are substituted into equation (10.108), the integrals
separate, with the following result:

n-1) oo 22
_p(Yp) J“ _ VY
kBT 1/2 Xp|: kBT :| H o dQl xp ZkBT
F= (27rm)

22
¢(Ya) r’ mw; gj
_ da. — :
exp{ inT } . q; exp Yy T
(10.119)
The integrals are of the form
) 2.2 1/2
mw-x 2rkg T 1
— = —. 10.12
J_OC dxexp{ 2kBT} ( p ) " (10.120)
Thus, from equations (10.119) and (10.120),
| 1L (P(Ye) — oY1)
r=— |~ BLGES ik AE VRS 10.121
2m | v=p eXp{ kT (10.121)
II @
j=1
In terms of natural frequencies v; about ¥ o and 1/_; about Yp,
w; = 27y, (10.122a)
Q; = 2mv}, (10.122b)
we have, from equation (10.121),
kg T
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where

I1v
r,=|/=! . 10.124
o= (10.124)

II v
vj

Jj=1

Equation (10.123) with equation (10.124) constitutes the Vineyard relation
[Vineyard (1957)]. In equation (10.123) we have the migration energy, or
the activation energy for the given diffusion process, which we denote ¢,
where

€a = [p(Xp) — (¥ A)] (10.125)

This is simply the difference between the potential energy of the system in the
activated configuration Y p, and in the initial equilibrium configuration Y ,.
Furthermore, the amplitude I'y of the mean jump rate is determinable
from the normal mode frequencies of oscillation for the system, 1/ and v;
in the corresponding configurations. Contemporary modelling methods at
the level, for example, of the shell model of the previous chapter, are
capable of determining these normal modes in good approximation. Note
especially that neither configuration ¥ p nor Y 4 is the perfect crystal config-
uration: they are different defect configurations, and indeed, 1/ are normal
modes of vibration restricted to the hypersurface of activated conﬁguratlons
The result given by equation (10.123) with equation (10.125) is the
temperature dependence of diffusion, the so-called Arrhenius relation:

I =ye =/ ksl (10.126)

In cases where the theory of this chapter is valid, the standard semi-log plot
of experimental values of InT" versus (kg T)f1 gives a straight line from whose
negative slope ¢, can be read off.

Appendix to Chapter 10: Stirling’s formula

We here sketch a derivation, based on Courant (1937), of Stirling’s formula,
which is an approximation to the factorial function n!, n an integer, for
large n.

Consider the definite integral I:

I:JI: dxlnx = [nln(n) — (n —1)]. (A10.1)

The integral can be approximated as a sum of trapezoidal areas 4; between
n=jandn=(j+1):

A; =In(j) +In(j + 1)]. (A10.2)
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Then

(n—1) (n—1)
Iz > 4= { > In()) —&-%ln(n)}, (A10.3)
where we have used %ln 1 =0 =1In1. Thus from equation (A10.3) we have
Iz { > In(j) - %ln(n)} =In(n!) — Ln(n). (A10.4)
i=1

Combining equations (A10.1) and (A10.4),

[nln(n) — (n—1)] 2 In(n!) — LIn(n) (A10.5)
or
In(n!) < {(n+3)In(n) —n+1}. (A10.6)
For large n, replace the inequality as follows:
In(n!) = {(n+HIn(n) —n+ (1 —a,)}. (A10.7)
Courant shows that g, < 1. From equation (A10.7) we have
nl=el=®) /nne (A10.8)
Courant further proves that
Tim (e~ ) = v/, (A10.9)

The reader is encouraged to look up and work through this derivation, which
is well within the scope of undergraduate calculus. Combining equations
(A10.8) and (A10.9), we obtain the result given in equation (10.50):

nl =V2mnn"e". (A10.10)

Already at the level of equation (A10.5), however, by neglecting 1 and %
relative to n, we had the main qualitative result:

nl~n"e". (A10.11)



Chapter 11

Point defects in crystals

11.1 Introduction

Among solid materials there are several categories, including crystalline,
amorphous and nanostructured solids. Amorphous solids are completely
lacking in the translational symmetries that characterize crystals, but do
have short-range order arising from the fact that the material consists of
atoms that are tightly bound to each other and that have definite spatial
size, characterized by angstroms (107! m). Thus one atom is more likely to
have nearest-neighbor atoms at a distance of approximately one atomic
diameter, rather than at slightly more or less distance. Nanostructured solids
consist of tightly bound crystallites, within each of which translational crystal-
line order is qualitatively evident, but limited to nanometer (10~° m) size. Para-
doxically, the mismatch of different crystallite orientations at their mutual
boundaries produces a higher level of disorder than occurs in amorphous
solids. The situation is clearly illustrated and discussed by Birringer (1989).

11.1.1 Crystals and defects

In this chapter we discuss an aspect of disorder in crystals that are nearly
perfect. We do not discuss crystalline symmetry in general. An excellent
reference for such a discussion is by Ashcroft and Mermin (1976,
Chapter 7). We shall, however, give a brief, qualitative description. There
are two essential elements in the definition of a crystal: the basis and the
Bravais lattice. The Bravais lattice expresses the translational invariance of
the crystal: the fact that for an infinite crystal, certain spatial translations
leave the crystal invariant. The Bravais lattice is then a set of points, infinite
in all three spatial dimensions, generated by the set of «// translations that
leave the infinite crystal invariant. The basis of the crystal is a collection of
atoms, in a specific spatial relation to each other, such that applying to it
all the translations of the Bravais lattice generates the whole infinite
crystal. The basis determines the chemical composition of the crystal, as
well as additional, non-translational, symmetries.

163



164 Point defects in crystals

We refer to such an infinite crystal as an ideal crystal. Real crystals are
finite, bounded by crystalline surfaces. A perfect crystal sample will be a finite
segment of an ideal crystal. Relative to an ideal crystal, the surfaces of a
perfect crystal may be thought of as a kind of defect: they break the transla-
tional symmetry. We have seen in Chapter 4 that, in the continuum model,
surfaces have dynamical properties distinct from the bulk properties that
are essentially characteristic of the infinite solid. In the discrete-atom
picture of a real solid, the atomic ordering at a surface will always deviate
from that in a perfect crystal. At the least, atomic positions at the surface
will relax to equilibrium sites that differ slightly from perfect-crystal sites.
In some crystals, atomic ordering on a surface crystal plane is different
from that on the corresponding plane in an infinite crystal. A famous
example is silicon [see, for example, Burns (1985), section 17-4c], where
surface reconstruction is quite spectacular.

Apart from surfaces, which are one type of two-dimensional defect,
there is a wide variety of other crystalline defects. In Chapter 5 we discussed
dislocations, which are linear, one-dimensional defects. In this chapter we
concentrate on point defects which on a macroscopic scale are zero-
dimensional. Point defects involve one site or a small number of spatially
concentrated atomic sites. A simple example is a vacancy: one atomic site
from which the atom is missing: see figure 11.1. Another is an interstitial.
an atom at a position that does not correspond to an atomic site in the
perfect crystal: see figure 11.3. An interstitial may be an atom of one of the
host species (i.e. one of the chemical components of the perfect crystal), or
it may be an impurity. An impurity atom may also be a substitutional,
substituting at a perfect crystal site for one of the perfect crystal atoms.

In this chapter we not only limit ourselves to point defects, but to a
selection of point-defect types in ionic crystals. The prototypical ionic
crystal is an insulator consisting of well-defined ions, each with net charge
equal to a non-zero, usually integral multiple of e, the charge of the
proton. Consider, for example, sodium chloride, NaCl. The electrically
neutral sodium atom in free space has an electronic configuration
1s? 25? 2p® 3s'. [The meaning of such notation is of central importance in
understanding the electronic structure of atoms, molecules and solids: see
for example Goswami (1992), section 20.2.] Similarly, neutral free chlorine
is 1s*2s?2p®3s? 3p°. At interionic distances as close as those in a NaCl
crystal, the total energy is much lower in the ionic states Na™: 1s% 2s? 2p°
and ClI7: 15?25 2p° 3s” 3p°, due to the Coulomb attraction between them.
We can say that the crystal is bound primarily by an electron transfer
from sodium to chlorine, relative to the electrically neutral atomic configura-
tions. The sodium chloride crystal, called rocksalt, has a particularly simple
structure: its ions are located on a simple cubic array of sites with alternating
charge. The basis is a NaCl ‘molecule’, and the Bravais lattice is face-centered
cubic (f.c.c.), in which the lattice points occupy not only simple cubic



Introduction 165

Z
&
+

O ® O

1

® © o
SL)
© ® O ®

Figure 11.1. The rocksalt crystal structure exemplified by NaCl, and point defects: (1) sub-
stitutional cation impurity Mg ™ ; (2) CI~ anion self-interstitial half an interplanar distance
in front of the other ions: see also figure 11.3; (3) Na* vacancy.
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structure sites, but the centers of all cube faces in that structure as well. The
edges of the primitive cubes of the Bravais lattice are twice the length of
the nearest-neighbor interionic distances in the crystal. Many crystals have
this rocksalt structures: all the alkali halides formed by combining alkali
cations (Li*, Na*, K™, Rb", Cs") with halide anions (F~, Cl~, Br—, 17),
with the exception of body-centered cubic CsCl, CsBr and Csl; divalent
MgO (Mg*", 0*7) and NiO (Ni**, O*") and related compounds, and
many others. Figure 11.1 illustrates the rocksalt structure with NaCl. In
figure 11.1 also are represented several point defects, namely, impurity sub-
stitutional (Mg”"), self-interstitial (C17), and sodium vacancy. A standard
reference for crystal structures is Wyckoff (1963).

11.1.2 Modelling of point defects in ionic crystals

In Chapter 9, we have introduced the shell model as a classical atomistic
model of an ionic crystal, and have discussed it at some length. The reader
is referred to section 9.2 at this time. There is an important class of point
defect problems for which the shell model by itself is satisfactory. For
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example, in section 11.2.1 we discuss impurity diffusion in alkali halides,
based on such an approach. It does require, of course, that shell-model
parameters for impurity—host short-range interactions be available, as well
as those for the host crystal itself.

There are many point defect properties, however, where classical
modelling alone is intrinsically inappropriate, as illustrated in sections 11.4
to 11.10. For example, classical modelling of an optical excitation process
is inappropriate: indeed, the need to explain the Balmer series for the excita-
tion spectrum of hydrogen was a major impetus for the development of
quantum theory. [See for example Born (1951), section V.1.] In other
problems also, however, it may seem more satisfactory, and be more accu-
rate, to use a quantum-mechanical method. Thus, for example, in section
11.2.2 where the dissociation of a defect complex consisting of an O™ ion
and a fluoride vacancy in BaF, is discussed, the diffusion of F~ by the
vacancy mechanism is involved, and is analysed quantum-mechanically,
although one might have used the shell model exclusively for this process,
as in section 11.2.1.

Let us now discuss more fully the quantum-mechanical aspect of
modelling point defects and their properties. In general, apart from the
defect sites, a point defect produces a significant perturbation of the other-
wise perfect crystal, involving only ions close to the defect sites. Thus,
apart from ions close to the defect, the positions and electronic structures
of ions are the same as those for the perfect crystal. The exception is when
net electrostatic moments of the defect produce long or medium range defor-
mation and polarization in the crystal such that the effect on the total energy
is not negligible. The strongest such effect comes from defects with non-zero
charge relative to the perfect crystal: this is the case of the monopole moment.
The ‘charge relative to the perfect crystal’ is the deviation of the defect’s
charge from that of the perfect crystal region that it occupies. For
example, referring to figure 11.1, a Mg®" impurity ion substituting for a
Na™ ion in NaCl has a charge of +1 (units of e) relative to the perfect
crystal. Henceforth, this will be referred to simply as the defect charge.
There are cases where the dipole or quadrupole moment of the defect also
needs to be taken into account.

We now return to the issue of perturbation of the crystal’s electronic
configuration by the defect. If this perturbation is of short range, apart
from dipole polarization of more distant ions, then we note that only a
small number of ions is involved. These ions will be regarded as a molecular
cluster that includes the defect sites. Accordingly, well developed methods of
quantum chemistry can be used to determine the detailed electronic con-
figuration of the defect and its nearby region in the crystal. These
methods are mentioned in Chapter 12, and one of them, the Hartree—Fock
approximation with many-body perturbation theory (MBPT) correlation
correction, is discussed in detail.
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For point defects in ionic crystals, the molecular cluster analysis must
include two crystal-related effects: both the short-range quantum-mechanical
effects and the long-range Coulomb effects of the rest of the crystal upon the
cluster. The long-range Coulomb effects are derived simply from the core and
shell charges of shell-model ions; i.e. the region outside the defect cluster is
represented by an embedding shell-model crystal. The short-range inter-
action between the cluster and the embedding shell-model crystal may be
represented at various levels. Most simply, it may be the shell-model Buck-
ingham or other classical potential. This is how all the computations to be
described in sections 11.3 to 11.10 have been done. Such an approach
requires special treatment of the atomic orbital basis set for the cluster. A
more realistic model would have a region surrounding the cluster represented
by ionic pseudopotentials. This would subject electrons in the quantum
cluster to the non-point charge nature of the ions, and depending on the
pseudopotential, to Pauli and other interelectronic correlation effects. Still
more realistic would be the inclusion in the Fock operator for the cluster
calculation of terms that are more directly derived from the quantum
mechanical treatment of the infinite defect crystal. This ‘embedding
problem’ is discussed in some detail in section 12.5. The above methodology,
up to embedding pseudopotentials combined with more distant shell-model
embedding, is called the ICECAP method [Harding et al. (1985)]. We
elaborate on this method in the Appendix to this chapter.

In the remainder of this chapter we discuss nine experimental properties
and processes, and related computations, for point defects in ionic crystals.
In the process, we introduce a wide variety of point defect types. In all
cases, results are calculated for specific materials by the ICECAP program,
and are applicable to the case of highly dilute defect concentration in the
crystal. In many cases, computed results can be compared with experiment,
and in all but one case the comparison is favorable. In that exception, the
reliability of the calculation points to an essential aspect of the theory
(quantum diffusion, section 11.9) that requires additional attention. Those
computations for which no experimental results are available are similar
enough to others for which experimental results do exist that the predictions
are credible. Among these nine types of defect properties, one can discern a
web of interconnections that will be commented on in section 11.11. All
of the computed results are due to the author and his collaborators, as is
the ICECAP methodology. Through their variety, I believe they give the
reader a fair glimpse into the much wider general topic of defects in
crystalline solids, not limited to the ionic type. Briefly, the properties to be
discussed are: classical diffusion, charge-state stability, defect-complex
stability, optical excitation, spin densities, local band-edge modification,
electronic localization, quantum diffusion and local modes. The style of
this chapter deviates from that of the rest of the book by being descriptive
and computationally and experimentally oriented, rather than being oriented
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toward the theoretical structure of the subject. As such, it exemplifies the
objective to whose achievement the other chapters of the book are directed,
namely reliable computational simulation of solid materials.

At this point we direct the reader to other important sources for point
defects in insulators. The book Physics of Color Centers edited by Fowler
(1968) is still a mine of valuable information, as is Stoneham’s Theory of
Defects in Solids (1975). The periodical Radiation Effects and Defects in
Solids (Gordon and Breach) is largely devoted to this topic, although impor-
tant papers are also published in many other journals. For point defects in
semiconductors and in metals, one may refer to Lannoo and Bourgouin
(1981) and Bourgouin and Lannoo (1983), and to Leibfried and Breuer
(1978) and Dederichs et al. (1980), respectively.

11.2 Classical diffusion

By classical diffusion we mean thermally activated hopping of ions from one
site in the crystal to another. The process has been discussed in some detail in
Chapter 10. Classical treatment of the ions is justified, although in section
11.2.2 the diffusing ion and its nearest neighbors are in fact treated
quantum mechanically. Two examples are given: impurity diffusion in
alkali halides, and dissociation of a vacancy-impurity defect complex.

11.2.1 Copper and silver diffusion in alkali halides

We have calculated the activation energies for diffusion of copper and silver
in selected alkali halides [Meng ef al. (1989)]. The results are given in table
11.1. Two mechanisms are considered: vacancy and interstitial, illustrated
in figures 11.2 and 11.3 respectively. In each figure, the activated and
initial configurations are illustrated, and it is the difference in the energies
of these two configurations that determines the activation energy. [See also
Chapter 10, equations (10.123)—(10.126).] The straight line diffusion path is
indicated by a dashed line in each case.

Experimental results are available for three processes in KCI: for Cu™
by vacancy and interstitial mechanisms, and for Ag' by the interstitial
mechanism. We note that not only are the corresponding calculated values
reasonably good, to ~0.1 eV, but the ordering of these three values is given
correctly, a quite sensitive test of the computational method.

There is reason to question whether the straight-line diffusion path is
the actual one for vacancy diffusion. The diffusing ion will follow the path
of least resistance; the real activated configuration will be the one of lowest
energy. Might not the ion pass somewhere below the edge of the diagonal
plane, keeping a greater distance from the straddling negative ions whose
electronic structures repel it? We have tested this conjecture in all Ag®
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Table 11.1. Calculated and experimental activation energies AE (eV)
for vacancy and interstitial mechanisms of Cu™ and Ag™®
impurities in some alkali halides.

AE

Material Mechanism Calculated Experiment
KCIl:Cu™ Vacancy 1.19 1.1

Interstitial 0.78 0.83°
KCl:Ag" Interstitial 0.83 0.95°
RbCl:Ag" Vacancy ¢ 0.44 -
KCl:Ag® Vacancy ¢ 0.51 -
NaCl:Ag" Vacancy 0.93 -
NaF:Ag® Vacancy 0.72 -

* Henke et al. (1986).
® Pershitz and Kallenikova (1981).
¢ Non-collinear mechanism: see figure 11.4.

vacancy diffusion cases. As indicated in the table, we found that in two cases
the activation energy was lower along a path deviating from the straight-line,
the so-called non-collinear mechanism illustrated in figure 11.4. In these two
cases, Ag" in RbCl and KCl, the activation energy is markedly lower than for
the other, straight line cases.

The computed energies for table 11.1 were based on shell-model calcu-
lations in which all ions (cores and shells) were taken to be in equilibrium.
This implies that the ionic positions of the host crystal follow the motion
of the impurity ion instantaneously. All calculations were so-called lattice
static, i.e. ionic vibration effects were completely ignored. In order to do
such shell-model calculations, we need to have impurity-halide short-range

initial

activated

Figure 11.2. Diffusion by the vacancy mechanism of a monovalent substitutional cation
impurity in an alkali halide: initial and activated configurations.
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activated

Figure 11.3. Diffusion by the interstitial mechanism of a monovalent cation impurity in an
alkali halide: initial and activated configurations.

Figure 11.4. Activated configuration for diffusion of a monovalent cation substitutional
impurity by the non-collinear vacancy mechanism in an alkali halide: compare with
figure 11.2.
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Buckingham potentials. While we considered the possibility of transferring
potentials from pure silver halide and copper halide crystals, we concluded
that such an approach is not, in general, reliable. Instead, we derived our
potentials from embedded quantum clusters. The approach was as follows.
Evaluate the total energy of a crystal, say KCl, containing a nearest-neighbor
AgClg quantum molecular cluster. Vary the nearest-neighbor distance,
inward and outward from the perfect KCI crystal value. Use the resultant
total energy versus distance curve to fit Buckingham potential parameters
(B, p, C): see equation (9.4); i.e. determine (B, p, C) such that the curve
from an all shell-model calculation fits that from the quantum cluster.

Although the results given in table 11.1, particularly the comparisons
with experiment, are very encouraging, the method of calculation is such
that many improvements could be contemplated. The reader is referred to
the original paper [Meng et al. (1989)] for deeper insight into modelling
details for such problems.

11.2.2 Dissociation of the oxygen-vacancy defect complex in BaF,

Barium fluoride BaF, is one of a large class of high-density luminescent
materials used for ~-ray detection in environmental, medical and high-
energy particle accelerator applications. The subject has been reviewed in
Weber et al. (1994). In practice, the crystal’s high luminescent efficiency is
degraded by radiation damage. At one time, oxygen was suspected to be
responsible for this effect. Although this is no longer the case, it is worthwhile
to understand the defect processes that were postulated, since they are
undoubtedly representatives of processes that affect material properties in
some situations.

The basis of the BaF, crystal is a molecular cluster (Ba2+)1 «(F7),. The
Bravais lattice is f.c.c. The crystal type is called the fluorite structure (for
CaF,). It is most easily visualized as a simple cubic array of F~ ions with
Ba’" jons at the center of every second cube of the fluoride sublattice.
Thus every F~ ion has four nearest-neighbor Ba®' ions in tetrahedral
coordination, while every Ba®>" ion has eight nearest-neighbor F~ ions.

It is conjectured that in the crystal growth process, at relatively high
temperature, oxygen impurity is unavoidable, and it occurs substitutionally
for F~ in the filled-shell O*~ configuration 1s>2s* 2p°®. This impurity’s net
charge (—1) relative to the perfect crystal is compensated by a fluoride
vacancy (net charge +1). Furthermore, the two defects occur at nearest-
neighbor sites on the fluoride sublattice (second-neighbor sites in the
crystal), forming a (O’ -vg-) defect complex, where vg- stand for the
fluoride vacancy (see figure 11.5). This defect we refer to as dipolar: it consists
of a net charge of (+1) on one site and (—1) on the other, which at a large
distance has predominantly an electric dipole moment. It is conjectured
that this dipolar defect complex is stable in the presence of the crystal’s
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Figure 11.5. Dissociation process for a vacancy-impurity dipole defect complex
(027) - (vg-) in BaF, (with Ba’™ ions omitted from the diagram). The process involves
diffusion of the fluoride vacancy along the path shown in the activated configuration.
The dipole complex is shown in the initial configuration.

intrinsic luminescent radiation and that it does not have excitation levels cor-
responding to the luminescence.

It is further conjectured that (a) «-ray absorption (radiation damage)
dissociates the (O° - vg-) defect complex; (b) the free O°~ ion is unstable
in the presence of a dissociated vacancy vg-, transferring an electron to the
vacancy; (c) the resulting O~ ions have excitation energies that do approxi-
mately coincide with the intrinsic luminescence, absorbing it and thereby
degrading the efficiency of the detector. Conjecture (c) appears not to be
correct, as discussed in section 11.5.3, casting attention toward other
defect complexes, possibly involving rare-earth impurities. Conjecture (a)
can be represented by the process

[(0%) - (Vi) + B — [0 + vi-. (1L.1)

In equation (11.1), 7w is the energy from radiation damage, possibly the -
ray photon itself, that initiates the activation energy for diffusion of the
vacancy away from the O®~ impurity. The process is illustrated in figure
11.5, where diffusion of the vacancy in one direction is equivalent to diffusion
of an F~ ion in the opposite direction. We have calculated the activation
energy as the difference in energy between activated and original configura-
tions [Vail et al. (1998a)]. Our modelling is based on the embedded quantum
clusters (vg-) - (O*7), - (F7)s - (Ba*"), as shown in figure 11.5, where oxygen
and fluoride ions are given all-electron treatment (bare nuclei) and Ba>" ions
are represented by pseudopotentials. The calculated activation energy is
0.93eV. This is similar to values obtained for impurities in the alkali
halides (see table 11.1). The difference between the present calculation and
those of section 11.2.1 is that there the process was modelled entirely in
terms of the shell model, whereas here it is entirely in terms of quantum
clusters (embedded, of course, in an infinite shell-model crystal).
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We shall return to the problem of oxygen in BaF, in future sections:
in section 11.4.2 the charge state stability of free O>~ ions in the presence
of vg- is discussed; in section 11.5.3 the optical excitation of O™ is discussed;
and in section 11.7.2 the local modification by O~ of the conduction band
edge is discussed. We also discuss the F center in BaF,, in section 11.8.

11.3 Defect complex stability

It can happen that the atomistic ordering of a defect complex is in question,
or the relative stability of alternative configurations may be of interest. An
example of this situation is the (F3)* center in NaF:Mg [Hofmann et al.
(1985)]. This is one of many examples of an F-type center: electrons bound
in vacancies. This particular defect is created by combining two defect
complexes. One is an F5 center: one electron bound in two nearest F~
vacancies, whence the superscript notation (+), indicating a net charge of
(+1) relative to the perfect crystal. It would be electrically neutral if there
were two electrons: it would then be a two-F center complex, whence the
subscript 2. The second defect complex is a substitutional Mg?" ion on an
Na™ site, compensated for its net charge (+1) by a nearest Na® vacancy:
an impurity—vacancy dipole complex, similar to that seen with 0’ in
BaF,, section 11.2.2. These two defects are illustrated in figure 11.6.

How the two defects combine is a matter of interest. The simplest, most
symmetrical combination is shown in figure 11.7. In that case, the excess
electron of the F-type center would be symmetrically shared between the
two F~ vacancies. The experimental work of Hofmann ez al. (1985) shows
that this is not the case: the ground-state character of the (F3)* center
is more like a weakly perturbed one-electron F center involving a single
F~ vacancy. There is a large number of distinct possible unsymmetrical
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Figure 11.6. Two point defect complexes in NaF: (a) the Fj center; (b) the impurity-
vacancy dipole defect (Mg*") + (Vng+ ).
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Figure 11.7. The symmetrical configuration of the (F3)* center in NaF: see also figures
11.6(a) and (b).

configurations, particularly if one considers impurity—vacancy dipole config-
urations involving second-neighboring sites on the cation sublattice, as was
done by Hofmann et al. (1985). We have studied 39 configurations in all at
a relatively simple level of modelling [Vail et al. (1998b)]. From those we
selected six that were lowest in total energy, and therefore most promising.
All six were unsymmetrical, forcing the excess electron into a single F~
vacancy. These were analysed in terms of a nearest-neighbor embedded
quantum cluster containing the six nearest-neighboring Na™ ions of the F-
type center. The calculated total energies of these six configurations are
given in table 11.2. Two of these configurations were strongly preferred
over the others on the basis of lower total energies. They are illustrated in
figures 11.8 and 11.9. One, denoted configuration no. 6, figure 11.8, is a
planar four-site defect. The other, configuration no. 24, figure 11.9, is non-
coplanar. Within the limitations of the calculations, these are our candidates
for the (F3)* center’s configuration. It may be that the defect occurs at
ordinary temperatures in more than one configuration, all of approximately

Table 11.2. Computed total energies E
(eV) of six configurations for
the (F3 )" center in NaF:Mg.

Configuration no. E
6 —26647.35
24 —26645.40
18 —26619.52
31 —26618.63
7 —26598.58

15 —26568.95
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Figure 11.8. Low-energy planar configuration [no. 6: see Vail ez al. (1998b)] of the (F;)*
center in NaF.

the same energy. Further calculations, which are extremely difficult, and
particularly more detailed experimental characterization, are needed to
determine these issues definitively. One possible contribution to such
progress is discussed in section 11.6.3.

Mg2+ /

V4
Figure 11.9. Low-energy non-planar configuration [no. 24: see Vail ez al. (1998b)] of the

(F3)* center in NaF.



176 Point defects in crystals

It is important to understand this defect at the level discussed above for
practical reasons. There is a type of laser based on F-type centers that has
unique value for studies of small organic molecules [Baldacchini (1989)].
To date, these lasers have the particular disadvantage of not being usable
above liquid nitrogen temperature (77K). At higher temperatures the
defect complexes upon which they are based dissociate or become otherwise
irreversibly modified. The (F3)* center in NaF: Mg does not suffer from this
disadvantage: its laser properties are room-temperature stable. Although
(F3)* center lasers are not marketable, it is hoped that by understanding
this defect’s stability it may be possible to develop other room-temperature
F-center lasers that will be marketable.

11.4 Impurity charge-state stability

Since different charge states of an impurity species have distinct optical and
chemical properties, it is important to be able to determine the charge state,
either by experimental or computational means. In this section we discuss
two such systems: nickel in MgO and oxygen in BaF,.

11.4.1 Nickel in MgO

Simply on the basis of electrostatics, we expect nickel to be stable in MgO in
charge state (+2), as a Ni*" substitutional for a Mg>" host ion. In terms of
overall electrical neutrality for the crystal, one might ask whether diffuse
distributions of Ni* and N** ions would be energetically favored, or not,
over a diffuse distribution of Ni’*" jons. At high enough temperature,
thermal activation would tend to bring Ni' ions (net charge —1) to form
impurity dipole defect complexes with Ni** ions (net charge +1). Therefore,
we consider only low enough temperature so that the diffuse distributions
will be stable.

We have calculated the total energies of all three charge states of Ni
(n =1, 2, 3), substitutional in MgO [Meng et al. (1990a)]. We conclude that:

(Nit + Ni**) — 2(Ni*") 4 10.1eV. (11.2)

It is therefore clear that so-called disproportionation, in a homogeneous
dilute mixture of Ni* and Ni**, is counterindicated quite strongly. The
detailed electronic structure of the calculations for Ni* and Ni** show inter-
esting features. For Ni', the net charge (—1) is not located primarily on the
impurity, but on the second-neighbor Mg>" ions, leaving the impurity ion
essentially in charge state (+2). Similarly for Ni*", the net charge (+1)
resides primarily in the form of a hole in the electronic structure of
nearest-neighbor O~ ions, again leaving the impurity in charge state (+2).
In the real crystal, where electronic and hole states of more distant ions

n+
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are available, the electron trapping (hole loss) of Ni' and electron loss (hole
capture) of Ni*™ might be more diffuse, possibly even fully spread out
through the valence and conduction bands, respectively, of the host
crystal. In our calculations, second neighbor embedded quantum clusters
(Ni"H); + (0% )g- (Mg®")1p, n=1, 2, 3, were used, with the Mg>" ions
represented by pseudopotentials.

Experimental studies of MgO :Ni have failed to show evidence either of
free, stable Ni* or Ni** ions. The Ni*" ion has been stabilized experimentally
by noncovalent impurity cations, notably Li™ [Verwey et al. (1950)]. The con-
ditions for Ni" to exist in defect complexes or metastably have not been
clearly determined [Low and Offenbacher (1965)].

11.4.2 Oxygen in BaF,

In section 11.2.2 we introduced the subject of oxygen in BaF,, and discussed
the defect—complex dissociation process represented by equation (11.1).
After the complex dissociates into an 0% ion and a fluoride vacancy vg-,
one charged negatively and the other positively relative to the host crystal,
the question of charge-state stability must be considered, just as for Ni™
and Ni*" in the previous section, equation (11.2). Electron transfer from
0O’ to the vacancy would leave O~ and an F center F, each electrically
neutral. The process is represented as follows:

(O +vp )= (0 +e +vp ) — (0O +F,). (11.3)

Again, to determine the stable charge states, we need only evaluate the total
energy of isolated O°~ ion and vg- on the one hand, and of isolated O~ and
F. on the other. We have done this in terms of embedded quantum clusters
[Vail et al. (1998a)], with the following result:

(O +vp ) — (07 +F, + 1.4eV). (11.4)

It is therefore clear that, in isolation, the stable charge state of oxygen in
BaF, is O™, when associated with a charge-compensating vacancy-type
defect. We shall take up these defects again in section 11.5.3, where their
optical excitations are discussed.

11.5 Optical excitation

In section 11.1.2, in the introduction to this chapter, we identified optical
excitation processes as representative of defect problems that are intrinsically
quantum mechanical. In this section we describe such processes in MgO
(section 11.5.1), in NaF (section 11.5.2), and in BaF, (section 11.5.3). In
all three sections, optical excitation of impurities is discussed. In sections
11.5.1 and 11.5.3, intrinsic processes are also discussed. In MgO, the
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excitation of O>~ (the Frenkel exciton problem) is addressed, and in BaF,
the F center problem is commented on, both specifically and in the wider
context of other host materials. Optical absorption by the F center in BaF,
is discussed further in section 11.8.

Some general comments on modelling optical excitations in ionic
crystals are in order here. All our calculations are for small, embedded
quantum clusters. Thus, systems whose optical transitions are not localized
within first, or at most second, neighbor distances require special treatment.
This is particularly emphasized in the F-center discussion of section 11.5.3
and in section 11.8. Our calculations have two particular strengths. One is
that optical transition energies are calculated as differences between many-
body states, not single-particle states. The other is that, at least in sections
11.5.2 and 11.5.3, care is given to the inclusion of correlation effects.

The study of optical processes is relevant to a variety of materials
properties. They cast light (no pun intended) on the intrinsic nature of the
crystalline solid and determine technologically significant properties for
optical applications of approximately perfect bulk samples. They determine
properties of point defects, again for the purpose of characterizing the
defects, and for technological applications. Finally, optical excitations in
perfect and defected crystals are increasingly being used to tailor electronic
and atomistic structures to specific properties and purposes. A recent work
on this aspect of defect excitation is Itoh and Stoneham (2000).

In what follows, the choice of examples is quite narrow in a field where
the experimental results are extremely far reaching. In particular, we do not
give any examples of optical de-excitation, or emission, which is at least half
of the subject. While our methods are capable of dealing with the emission
process, we have not yet done any studies of that sort.

11.5.1 Frenkel exciton and impurity absorption in MgO

The optical excitation of a crystal may be viewed as the creation of an elec-
tron—hole pair. Such a combination is referred to as an exciton. An exciton
localized in atomic dimensions is referred to as a Frenkel exciton. Pandey
et al. (1989) have analysed the Frenkel exciton in MgO using the identical
embedded quantum cluster (ICECAP) method whose results are presented
throughout this chapter. Their results, obtained at the Hartree—Fock level
for both singlet and triplet excited states, agree remarkably well with
experiment. The computed singlet and triplet excitations are 7.77eV and
7.73eV respectively compared with experimental values of 7.76eV and
7.69eV [Roessler and Walker (1967) and (1966)]. These results indicate
that, in this material, the exciton is highly localized, corresponding to a
2p® — 2p’ 3s transition of O’". The Frenkel exciton may be regarded as a
defect, involving only the local electronic structure, but not affecting the
atomistic structure of the crystal.
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Pandey and co-workers have also studied optical excitation of impurities
in MgO. In the previously cited work [Pandey et al. (1989)] they considered
the isovalent anion impurities S*~ and Se’~, substitutional for O>~ in MgO.
While experimental values are not available, singlet and triplet values calcu-
lated for S~ were 7.12¢eV and 7.09 eV respectively, and for Se?”, 6.71 eV and
6.68 eV respectively. The systematic downward trend in excitation energy
with increasing atomic number is to be noted. Pandey and Kunz (1990)
have also calculated the 2p® — 2p> 3s transition of F~ substitutional impur-
ity in MgO. They obtain an excitation energy of 15.2 eV, about double that of
the host O°~ Frenkel exciton. Since O>~ and F~ have the same number of
electrons, ten, this result might seem surprising, until one recognizes that
F~ is a positively charged defect in MgO. The positive charge comes from
incompletely charge-compensated nearest-neighbor Mg”>" ions, whose con-
tribution to the Madelung field deepens the effective potential well seen by
the F~ ion’s electrons. This has the effect of increasing the separation of
the energy levels.

11.5.2 Cu' in NaF

In the previous section we discussed electric dipole excitations in MgO. In
this section we shall deal with the dipole forbidden, two-photon excitations
of Cut (d'® — d’s), substitutional for Na® in NaF. We refer here to the
ICECAP computations of Meng et al. (1988), augmented as they were by
careful treatment of correlation correction. Meng’s calculated average
value over the excited states is 4.02¢eV, compared with 4.01e¢V from the
experimental work of Berg and McClure (1989). Overall, this excellent
agreement with experiment, while significant, is moderated by the fact
that the computed ordering of excited states of different symmetries is not
entirely in agreement with experiment. Meng’s calculated value of crystal
field splitting, 0.31eV, also compares very well with the experimental
value of 0.35eV [Payne et al. (1984)]. We shall return to Cu® in NaF in
section 11.10.

11.5.3 O in BaF,

Substitutional oxygen impurity in BaF, has been introduced and discussed
earlier, with respect to its origin in a defect complex, section 11.2.2, equation
(11.1), and with respect to its charge state stability, section 11.4.2. The picture
has been developed of O™ being created in two stages, first by radiation
damage dissociating the (027 -vg-) defect complex, equation (11.1), and
second by electron transfer from O®~ to vp-, creating O~ and F center
defects, equation (11.3). The issue has been raised whether O~ can then
absorb the intrinsic luminescence of the crystal, thereby degrading its
luminescent efficiency in ~-ray detectors.
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Figure 11.10. Electronic distribution of O™ substitutional impurity ion in BaF,, showing
p--like hole, producing a prolate quadrupole moment.

The optical absorption energies of O™ in BaF, are not known experi-
mentally. Using the [CECAP method of embedded quantum clusters, with
pseudopotential Ba’' ions, and including correlation correction, we have
calculated these energies for dipole-allowed, single photon absorption. We
predict excitations of 8.95eV and 9.74¢eV [Vail et al. (1998a)]. This is to be
compared with the intrinsic luminescence of BaF,, which is 5.64eV and
6.36eV [Zhu (1994)]. We conclude that absorption by O™ is not responsible
for degrading the luminescence.

The calculated splitting of the O™ absorption line in BaF, has an inter-
esting physical origin. As we have mentioned, O> is a filled-shell ion
152252 2p°. It follows that O~ will have one electron less than the filled
shell: it will have one electron whose spin (say spin up) is not paired with
another electron in the same spatial orbital. There is therefore a &ole in the
filled shell configuration, and it turns out that the missing spin-down electron
is in a 2p-like state oriented along one of the crystal’s cubic axes, say the z
axis. We therefore have a p.-like hole, with geometrical character (cos®.).
The situation is illustrated schematically in figure 11.10. This configuration
1s? 2s* 2p° has a quadrupole moment that is prolate in the z direction. This
in turn generates a local quadrupolar strain that is oblate in the z direction,
tending to screen the quadrupole field of the O™ ion. Excitations occur from
O™ p-like states that are symmetrical linear combinations of 2p, and 2p,,
denoted 2p, ,. The unequal electronic configurations in the occupied spin
up T and spin down | manifolds produce spin polarization, so that 2p,,T
and 2p, ,| have different single-particle energies. This arises from applying
the so-called unrestricted Hartree—Fock approximation: see Chapter 12.
The fact that the final states of these two transitions are correspondingly
spin polarized accounts for the absorption-line splitting. It turns out that
the final states are not oxygen-like localized states, but are locally perturbed
parts of the conduction band. This feature of O~ in BaF, will be discussed
further in section 11.7.2.

In the picture of the radiation damage process presented above
and in sections. 11.2.2 and 11.4.2, O™ is not responsible for absorption of
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the luminescence. Experimental radiation damage studies [Woody et al.
(1989)] show a broad optical absorption band centered at 2.18 eV, probably
due to a variety of point defects, undoubtedly including the F center, whose
absorption energy is accurately known to be 2.03 eV [Cavenett et al. (1967)].
Thus it is clear that the F center is also not responsible for luminescent
absorption.

While our calculations for the F center optical absorption in BaF, could
be included in this section, we defer it to section 11.8, where we emphasize the
spatial diffuseness of its excited state.

11.6 Spin densities

The hyperfine interactions of a defect electron’s magnetic moment with the
magnetic moments of nuclei in a solid provide a particularly sensitive test
of the electron’s wave function throughout a localized region. More
correctly, what is involved is a many-electron molecular cluster containing
the defect. If it has an unpaired electron, as in the previous section (O™ in
BaF,), then the isotropic part of the hyperfine interaction is proportional
to the electronic spin density at the nuclear position, represented by

(W] Y8R - 7)S)|w) (11.5)

where |U) is the many-electron wave function, r; is the position vector of
electron j, S; is the electron’s spin, and R is the nuclear position. The
subject of spin resonance is discussed by Seidel and Wolf (1968) and by
Stoneham (1975). For nuclei that are inequivalent with respect to the elec-
tronic wave function, the spin resonance can be resolved by a combination
of nuclear and electron spin resonance effects: ENDOR, standing for
electron-nuclear double resonance [Feher (1959), Seidel and Wolf (1968)].
We now discuss three related defects for which spin densities have been
computed, for one of which experimental results are also available.

11.6.1 F center in NaF

We have determined the F-center ground state in NaF, using a second-
neighbor embedded cluster [Vail and Yang (1993)]. The spin densities at
the six equivalent nearest-neighbor Na® ions and twelve equivalent
second-neighbor F~ ions are converted to MHz units for the isotropic
hyperfine constant. These can be compared with the experimental values of
Seidel and Wolf (1968). The results for Na™ are 80:107 and for F~ 32:97
(computed :experimental), all in units of MHz. The 25% discrepancy
between computation and experiment for nearest neighbors may seem
large, unless one realizes the sensitivity of the result to the detailed shape
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of the electronic spin density and to the positions of the nuclei in the locally
deformed crystal. The factor of three discrepancy for second neighbors
suggests that the computations represent an F center that is significantly
more localized than the experimentally observed one.

11.6.2 F; center in NaF

The F5 center in NaF has three inequivalent sets of nearest-neighbor Na™
ions, as can be seen from figure 11.6. Their coordinates are represented, in
units of nearest-neighbor spacing, by (0.5, —0.5, 0), (1.5, 0.5, 0) and (0.5,
0.5, 1.0) in the absence of local strain. Our calculated results [Vail and
Yang (1993)] show these coordinates to be modified by the defect to (0.55,
—0.55, 0), (1.55, 0.49, 0) and (0.49, 0.49, 1.05). This represents the expansion
of the surrounding crystal by the Coulomb forces that act on the Na™ ions,
arising from the net positive charge of the defect. The isotropic hyperfine
constants for these sets of Na’ ions are, respectively, 189 MHz, 12 MHz
and 31 MHz. This result indicates that the F3 center is most strongly loca-
lized about its center of symmetry rather than about the centers of its two
F~ vacancies. This qualitative result is borne out by the experimental spin
resonance results of Hofmann et al. (1985), although they were unable to
resolve the individual components. Thus no quantitative comparison with
experiment is available. Our calculated results were based on an embedded
quantum cluster containing the ten nearest-neighbor Na' ions of the F;
center.

11.6.3 (F;)" center in NaF

This four-site point defect complex has been introduced in section 11.3. In
figures 11.8 and 11.9 we presented our two best candidates for its stable
ground-state configuration. The computed energies for those two con-
figurations, table 11.2, are too close to choose between them. If the spin
densities could be determined experimentally, it might be possible to
choose between them on the basis of symmetry and if our modelling
were accurate enough, on the basis of quantitative comparison with
experiment. Our calculated spin densities are shown in table 11.3 [Vail
et al. (1998b)]. As a result of reflection symmetry in the plane of configura-
tion no. 6, figure 11.8, two of its spin densities are degenerate, unlike
configuration 24, which has no symmetry. Unfortunately, it is unlikely
that the ENDOR results could give sufficient accuracy to allow us to
distinguish between two such configurations, and it is also unlikely that
our modelling is accurate enough to be reliable for the distinctions that
appear in table 11.3. This modelling is based on the embedded quantum
cluster of six nearest neighbors of the F~ vacancy that contains the
excess electron.
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Table 11.3. Spin densities of the six nearest neighbors of the (F5)* center
in NaF:Mg in the two lowest-energy configurations, nos. 6
and 24. Units: /i/(2a3). Atomic sites specified relative to the
F-center position.

Configuration no. 6 Configuration no. 24
Atomic site Spin density Atomic site Spin density
(1,0,0) 0.0914 (1,0,0) 0.0942
(—1,0,0) 0.1029 (—1,0,0) 0.1051
(0,1,0) 0.0874 (0,1,0) 0.0945
(0,-1,0) 0.1090 (0,-1,0) 0.1021
(0,0,1) 0.0930 (0,0,1) 0.0958
(0,0,-1) 0.0930 (0,0,-1) 0.0957

11.7 Local band-edge modification

Point defects can locally alter the chemical nature of the valence and/or
conduction band edges in insulators. In other words, excitation from the
valence band may come predominantly from ions of one chemical species
in the perfect crystal, but from another species in excitations that involve
the defect. Similarly, excitations to the conduction band may go pre-
dominantly to ions of one species in the perfect crystal, but to another
species when the defect is involved. When the defects come to have large
concentrations, the optical and other properties of the material may be
fundamentally changed. Such behavior is apparently crucial to the high-
temperature superconducting property of some cuprate materials [Miiller
and Bednorz (1987) and Chu (1987)].

In this section we discuss both possibilities: in section 11.7.1 the local
modification of the top of the valence band in Li-doped NiO, and in
section 11.7.2 the spin-splitting of the bottom of the valence band in BaF,
into barium and fluoride sub-bands by O~ impurity.

11.7.1 Valence band edge in NiO:Li

In NiO, the top of the valence band is known experimentally to be dominated
by nickel 3d orbitals [Eastman and Freeouf (1975)]. When lithium impurity is
introduced substitutionally in increasing concentration, experimental study
[Kuiper et al. (1989)] shows that the hole associated with Li" resides
primarily in oxygen rather than in nickel. We have found indications of
these characteristics by using small embedded quantum clusters [Meng
et al. (1990b)]. First, from an Ni*"-centered nearest-neighbor cluster in a
NiO crystal (rocksalt structure, divalent ions) we observed some heavy
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admixture of Ni*" 3d orbitals with O’~ 2p orbitals at the top of the valence
band, qualitatively in agreement with Eastman and Freeouf (1975). Second,
we considered a similar nickel-centered cluster with a lithium impurity added
at a second-neighbor position. This cluster will be discussed further as to
detailed electronic distribution in section 11.8.2. The point to be noted
here, however, is that the role of the Ni** 3d orbitals was now completely
suppressed at the top of the valence band, leaving pure oxygen 2p character.
While this is a local effect in our modelling, which only applies to a highly
dilute (extremely low concentration) lithium content, it is reasonable to
expect it to show up as a bulk property at the concentrations (1:20 to 1:2)
studied by Kuiper ez al. (1989).

11.7.2 Conduction band edge in BaF,:0~

The optical excitation process for substitutional oxygen in charge state (—1),
O~ in BaF, has been discussed in section 11.5.3, and the role of O in
radiation damage of BaF, has been discussed there and in sections 11.2.2
and 11.4.2. The second-neighbor oxygen-centered embedded quantum
cluster, containing four Ba’" pseudopotential ions and six all-electron F~
ions has been analysed in detail, computationally [Vail et al. (1998a)]. We
have already mentioned some features, such as the quadrupole strain and
spin polarization effects. These led us to consider two excitations, both
from 2p, -like levels, in spin-up and spin-down manifolds respectively.
The triplet excited state, dipole forbidden, must be projected out of each of
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Figure 11.11. Optical excitation process for O~ substitutional impurity ion in BakF,,
showing spin polarization and local chemical differentiation by spin of the bottom of
the conduction band.
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these, after correlation correction. The results show that the spin-down
excitation, in the manifold containing the hole (see figure 11.11), has a
Ba’" 6s-like excited state (excitation energy 9.74 eV). The spin-up excitation,
by contrast, has fluoride F~ 3d-like character in its final state (excitation
energy 8.95¢V). We therefore conclude that O™ substitutional impurity in
BaF, has the effect of splitting the bottom of the conduction band, at least
locally, into spin-polarized, chemically distinct sub-band edges.

11.8 Electronic localization

In section 11.3 we introduced the (F3)* four-site defect in NaF:Mg, and
returned to it in section 11.6.3. In section 11.3 we presented the qualitative
computational result, in agreement with experimental spin resonance
measurements [Hofmann er al. (1985)], that the defect was unsymmetrical
with respect to the two nearest anion vacancies (see figures 11.8 and 11.9)
[Vail et al. (1998b)]. This has the effect of reducing the otherwise symmetrical
F3 center, with its electron shared equally by the two vacancies, figure 11.5,
to a perturbed F center, with the excess electron localized in one vacancy
only. In this case then, electronic localization is associated with symmetry
breaking in the atomistic configuration.

We remind the reader that in section 11.6.2, we deduced from spin
density calculations the result, also determined experimentally [Hofmann
et al. (1985)], that the F; center in NaF, while symmetrical (figure 11.6), is
strongly localized about the center of symmetry, rather than spread out
into two lobes localized near the vacancy centers. This then represents
another kind of localization from that which occurs with the (F3)* center.

In section 11.7.1, we introduced the subject of lithium substitutional
impurity in NiO, discussing its effect on the valence band edge of the
crystal. Other calculations on this system [Meng et al. (1990b)] cast further
light on the electronic configuration associated with lithium in this case.
First, since lithium is to substitute for Ni*" with no charge-compensating
defect, it must go into NiO with two electrons missing. In charge state
(+2), Li®* has one ls-like electron. We have found, in our calculations,
that Li*" in NiO is unstable with respect to electron capture from its O°~
neighbors, leaving it in the 1s® charge state Li', associated with an
oxygen-like hole. The lithium ion’s tendency to form the filled 1s% shell Li*
configuration overwhelms the tendency of the crystal’s Madelung potential
to hold it in the Is configuration Li*". We have further considered two
possibilities for this oxygen-like hole: Is it shared equally among the Li*
ion’s six nearest-neighbor oxygen ions, or is it trapped by a single oxygen
ion, which would then be in charge state (—1), as O~ ? The answer is the
latter: the lithium impurity actually exists as a dipolar defect consisting of
an Li" ion substituting for an Ni*" ion, and a nearest neighbor positively
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charged defect consisting of an O>~ binding a hole, amounting to an O~ ion.
In all these calculations, relaxation of the surrounding crystal to equilibrium
with the particular defect was included.

The issue addressed here is electronic localization, actually hole localiza-
tion on a single oxygen ion rather than the more diffuse sharing of it among
more oxygen neighbors of the impurity lithium. The stabilization of the
(Li")-(O7) defect dipole of C,, symmetry relative to the O, symmetrical
configuration is calculated to be 3.1eV. The system also illustrates the
charge-state stabilization of lithium as Li* in NiO, and as such might have
been discussed in section 11.4.

In section 11.2.2 we discussed how the F center in BaF, is related to
oxygen impurity through the radiation damage process of equations (11.1)
and (11.3). Its optical excitation energy is known experimentally to be
2.03eV [Cavenett et al. (1967)]. We have studied this process, using the
same kind of embedded cluster as for the O~ impurity, in this case
F.-(Ba’") - (F )g [Vail er al. (2002)]. The computed results indicate an
excitation energy of 3.33 eV, comparing badly with the experimental value.
We are therefore led to suspect that the true excited state of this F center,
although inevitably bound to the vacancy, is more spatially diffuse than
our quantum cluster, with the excess electron overlapping far more ions.
With the ICECAP modelling method, ions outside the quantum cluster are
represented by the classical shell model. Thus, while they have appropriate
charges and positions, they lack quantum-mechanical features, namely
spatial extent, exchange and correlation. Furthermore, it is known that
electrons in diffuse quantum states interact quantum-mechanically with the
vibrations of the crystal to an extent that, for strongly ionic materials,
significantly affects their properties, as discussed in Chapter 6. We have
therefore investigated the possibility of a diffuse excited state for the F
center in BaF,. It has been known experimentally for some time that the
F-center excited states in KI [Mollenauer and Baldacchini (1972)] and in
KBr [Baldacchini and Mollenauer (1973)] are diffuse, as documented by
ENDOR analysis (see section 11.6). Indeed, it is suspected that many F
centers have diffuse excited states.

We have found that, with static shell-model embedding, a diffuse excited
state gives an estimate of the excitation energy of 2.56¢V, which is much
lower, and closer to experiment, than found from localization within the
cluster. We have therefore systematically corrected the ICECAP calculation,
replacing the excited state’s interaction with the shell model crystal by a
polaronic description [Frohlich (1963)]. The periodic potential of the
crystal is replaced by an effective band mass, and the interaction of the elec-
tron with the vacancy is replaced by a point charge and an effective dielectric
constant [Fréhlich (1963)]. The interaction with phonons is represented by a
polaronic factor [see equation (6.73)] which, due to the relatively strong
electron—phonon coupling in BaF,, must be evaluated by Feynman’s
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method [Feynman (1955)]. The result of all this is an estimated excitation
energy of 2.04eV, in almost exact agreement with experiment. While such
close agreement must be in part fortuitous, given the many limitations of
the model applied in these calculations, the fact that the polaronic treatment
is of the correct order of magnitude, and in the right direction, is encouraging.

11.9 Quantum diffusion

The classical description of the diffusion process has been discussed in
Chapter 10, and in section 11.2.2 we showed how this process can be analysed
in the static-crystal approximation based entirely on embedded quantum
clusters. While this picture of an atom, described classically or quantum-
mechanically, hopping from site to site within the crystal is undoubtedly
valid, given the wealth of experimental data with which it conforms,
another view of mass transport in a crystal needs to be considered also.
The alternative view is based on the quantum-mechanical Bloch states of a
particle in the periodic potential of the crystal. Bloch states are not associated
with single sites, but rather are extended throughout the crystal. The semi-
classical theory of conduction is based on wave packets constructed from
Bloch states [see Ashcroft and Mermin (1976), Chapter 13].

In descriptive terms, the site-to-site hopping mechanism needs to be
activated by vibrational energy from surrounding atoms, and is also
facilitated by the way that such vibrations open up gaps in the periodic
potential. Thus it is favored at higher temperatures. The Bloch-like motion
relies on the periodic potential not being too much disrupted by crystal vibra-
tions, or by phonon scattering. It is therefore favored at lower temperatures.
Quantum-mechanical behavior of this latter type is favored for particles
whose masses are small compared with those of the crystal’s ions: electrons,
obviously, and decreasingly, muons and muonium, protons and hydrogen,
helium and lithium.

Considerable work has been done to develop a unified theoretical
treatment of diffusion that spans both mechanisms through a broad
enough temperature range. Work up to 1995 is summarized by McMullen
et al. (1995). The following results in this section are based on the theoretical
framework established by Flynn and Stoneham (1970), Kagan and Klinger
(1974) and McMullen and Bergersen (1978). Two physical parameters are
essential: the intersite transfer matrix element 7 [see for example Ashcroft
and Mermin (1976), Chapter 10] and the particle-phonon coupling constant
g(0>. If these are evaluated for a static crystal, then the effects on them of
crystal vibration, referred to as phonon renormalization, need to be taken
into account subsequently.

Very well characterized experimental results for diffusion of muonium
(Mu) as a function of temperature have been published for KCl [Kiefl et al.
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(1989)] and for NaCl [Kadono et al. (1990)]. Muonium is a hydrogenic atom
consisting of a nucleus that is a positive muon 4" binding one electron. The
small mass of " compared with that of the proton in hydrogen, ~0.1,
renders Mu an excellent test of the theory, and provides a striking illustration
of the transition from the coherent (Bloch-like) to incoherent (site-to-site)
diffusion mechanisms with rising temperature.

Based on embedded quantum cluster calculations for interstitial Mu in
NaF [McMullen et al. (1995)] we have estimated the parameters /% and g<0>.
These values have then been used to compute the Mu hop rate as a function
of temperature. The intrinsic similarity between KCI and NaF, and the
observed experimental similarity for this process between KCIl and NaCl,
encourage us to believe that muonium diffusion will be qualitatively
similar in all three crystals. The calculated results for NaF are plotted
along with the experimental results for KCI in figure 11.12. While the
temperatures for minima of the two data sets are comparable, the hop-rate
magnitudes as computed are too low by a factor ~1075. This teaches a
powerful lesson, or two. First, to the extent that the discrepancy is due to
neglect of phonon renormalization, the latter effect must be very large, and
therefore cannot be included as a perturbation, contrary to some suggestions
in the literature [see for example Kagan and Prokofev (1990)]. We believe
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that the discrepancy arises largely from the use of 9, the unrenormalized
tunnelling matrix element, which is underestimated by a factor ~300,
compared with what is required for a fit of theory to experiment near the
curve’s minimum, as shown in figure 11.12. The limitations of our embedded
cluster method do not seem to admit any discrepancy of this magnitude,
considering the method’s wide-ranging success in comparisons with other
experimental properties, as reported in the rest of this chapter. Another
lesson, therefore, is that if phonon renormalization turns out to be as impor-
tant as our results suggest, namely zeroth order, then the general formulation
should not be carried too far without it. The present results emphasize the
importance of quantitative modelling of real materials to provide guidance
in the development of theoretical formalism. Furthermore, the deviations
at very low temperature between experimental data and a parametric fit of
the theory (figure 11.12) suggest a further fundamental weakness of the
theory.

11.10 Effective force constants for local modes

We have discussed local-mode vibrations in a simple, one-dimensional
example in Chapter 8. It is possible to estimate the effective force constant
and local phonon mode frequency from some of our defect calculations.

In section 11.5.2 we introduced the Cu™ substitutional impurity in NaF.
By varying the size of the nearest-neighbor embedded quantum cluster,
Meng et al. (1988) deduced the force constant K and frequency v of this
‘breathing’ mode to be 10.0eV ay> and (35.2/h)meV. The latter result
agrees quite well with the experimental value (24.8/h)meV [Payne et al.
(1984)]. In the above units, g is the Bohr radius and / is Planck’s constant.
The force constant K is found by fitting a parabola to the curve of energy F
versus displacement x for nearest-neighbor F~ ions,

2F
E=1Kx¥*, —or K=, (11.6)
X
and the frequency v is given by the harmonic oscillator expression,
w 1 1/2
=—=—(K/M 11.7

where M is the mass of all six fluoride ions.

We have reported the results of similar calculations for Cu®" and Ni**
substitutional impurities in MgO [Meng et al. (1990a)], a system first
discussed in section 11.4.1. The effective force constants for metal-oxygen
interaction are respectively, K = 31.3eV a;> for Cu>" and 35.3eV ay° for
Ni**. These values lead to local phonon mode energy predictions of
69.8 meV for Cu®" and 71.4meV for Ni**.
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11.11 Summary

We have presented in some detail a selection of properties of point defects in
ionic crystals. For each defect discussed, computations have been reported,
based on quantum-molecular clusters embedded with some physical con-
sistency in an infinite shell-model crystal. In a good smattering of cases,
comparison with experimental results has been possible. In all calculations,
a common physical model has been used, applying a single computer
program bearing the acronym ICECAP [Harding er al. (1985)]. This fact
enables us to assess the reliability of the model and method across a consid-
erable range of materials, defect types and defect properties. We believe that
this gives the reader a good introduction to the science of defects, even
though the topics covered necessarily represent only a small fraction of the
subject. We now review these topics to indicate some of the relationships
among them.

We establish four categories: quantitative defect properties for which
comparable experimental data are available, and similar properties for
which they are not, leaving us with computationally based predictions; and
qualitative defect properties that are correspondingly experimentally
known or predictive. We begin by summarizing quantitative results.

In section 11.2.1, activation energies for vacancy and interstitial diffu-
sion of Cu' and interstitial diffusion for Ag®, all in KCI, are computed,
table 11.1. Good quantitative agreement is obtained with experiment, for
the activation energies and their ordering. Vacancy activation energies are
quantitatively predicted for Ag" in four other alkali halides, in two of
which the qualitative feature of a non-collinear mechanism, figure 11.4, is
predicted. In table 11.1, the calculations are all based on shell-model
representation of the impurity, derived from subsidiary embedded
quantum cluster calculations. The diffusing ion is a noble metal impurity
cation in all cases. In section 11.2.2, by contrast, vacancy diffusion of the
host anion F~ in BaF, is analysed with full embedded quantum cluster
modelling rather than by the shell model exclusively. The context is that of
defect complex dissociation, namely for the dipolar O* —fluoride vacancy
complex. Here the resultant activation energy of 0.93 eV is predictive, with
no experimental value available.

Three kinds of optical excitation process are discussed in section 11.5, all
in quantitative terms. One, in section 11.5.1, is an intrinsic excitation in MgO,
the Frenkel exciton involving the O’~ anion. Excellent agreement is obtained
with experiment for both singlet and triplet excitations. Another, in section
1.5.3, is the O~ substitutional impurity ion in BaF,, whose singlet line is
split by spin polarization. This result is predictive. Also predictive are the
calculated excitations of substitutional impurity S*~ and Se’” anions in
MgO. Third, in section 11.5.2, the calculated excitation of the substitutional
impurity Cu™ cation in NaF agrees well with experiment, as does its crystal
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field splitting. The optical absorption of the F center in BaF, is discussed in
section 11.8, where good quantitative agreement with experiment is obtained
when a polaronic correction is introduced into the calculations to account for
the diffuseness of the excited state.

Quantitative spin densities calculated for three related F-type centers in
NaF are presented in section 11.6. In section 11.6.1, fair agreement is
obtained between calculated and experimental spin density for nearest
neighbors of the F center, an intrinsic defect. Experimental values are not
available for the F2+ center, another intrinsic defect, but the quantitative
calculated values of section 11.6.2 agree with a qualitative experimental
feature mentioned later, namely electronic localization. For the (F3)*
center, a four-site impurity-related defect, basically a perturbed F center,
quantitative spin densities for inequivalent nearest neighbors are calculated
in section 11.6.3. Experimental values are unavailable and are likely to
remain so. Furthermore, the calculations are so much more difficult than
and different from the others mentioned here that they cannot be assumed
to be reliable. They do illustrate, however, how different atomistic configura-
tions can be distinguished through different spin density patterns (table 11.3).

Local phonon mode frequencies have been calculated for three substi-
tutional impurity cations. For Cu™ in NaF, fair quantitative agreement
with experiment has been obtained. For Cu>" and Ni*" in MgO, experimen-
tal values are not available, so the calculated values are predictive. For Cu™
in NaF, the local mode energy is 35.2 meV (calculated) and 24.8 meV (experi-
mental), while for Cu®" and Ni*" in MgO the calculated values are 69.8 meV
and 71.4meV respectively.

We now turn to qualitative results, which can be just as revealing as
quantitative results are about the nature of the defect solid and about the
computational model’s reliability.

The stability of a defect complex has been exemplified by a study of the
(F3)* center in NaF:Mg in section 11.3. Quantitative analysis of a large
number of configurations led to two qualitative conclusions. First, the
symmetric configuration, figure 11.7, is not energetically favored. This con-
clusion conforms with experiment. Second, two particular configurations,
quite close in energy, figures 11.8 and 11.9, have significantly lower energies
than other configurations. One of these is planar, invariant under a single
symmetry operation; the other is non-coplanar, with no symmetry.

Charge-state stability of substitutional impurity ions has been studied in
two systems. In section 11.4.1, we determined that nickel in MgO is stable in
charge state (+2) as Ni*", compared with an equal mixture of Ni*" and Ni*.
This qualitative result conforms with the experimental fact that neither Ni**
or Ni" are found free-standing in MgO. In fact, our calculations show that
Ni** transforms to Ni’* with an associated hole in neighboring oxygen
ions, and Nit transforms to Ni°* with an excess electron associated with
neighboring magnesium ions. The disproportionation energy required to
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transfer an electron from one Ni** jon to another, creating the polarization
fields in the crystal associated with Ni™ and Ni*", is estimated to be 10.1eV.
In section 11.4.2, oxygen in BaF, associated with a vacancy is found to be
stable in charge state (—1) as O, associated with the one-electron F
center. Again, to transfer the F-center electron to oxygen, making it the
filled shell ion O*", the energy required is calculated to be 1.4eV. While
the first of these examples involves cations (nickel) and the second involves
anions (oxygen), in both cases the stable charge states are uncharged point
defects, Ni*" in MgO and O~ and F center in BaF,.

Local modification of electronic band edges have been described in two
systems in section 11.7. The effect is described as chemical, since the atomic
species that dominates the band-edge states is affected by the point defect. In
section 11.7.1 we showed how the impurity lithium anion, substitutional in
NiO, suppresses the nickel 3d character of the valence-band edge, exposing
pure oxygen 2p character. This conforms with experimental results at signif-
icant concentration. The substitutional lithium must have charge (+2).
However it is found to exist as filled-shell Li" with an associated hole in
neighboring oxygen ions. In section 11.7.2 the substitutional impurity
cation O™ in BaF, is again discussed. The ion’s unpaired electron creates a
symmetry-breaking electric quadrupole moment and a local screening quad-
rupole strain. The spin polarization, particularly, splits the bottom of the
conduction band into barium and fluoride parts, the splitting showing up
energetically in the optical absorption process. Thus in section 11.7, a
cation lithium impurity in NiO modifies the top of the host crystal’s
valence band, as found experimentally, and an anion oxygen impurity in
BaF, locally modifies the bottom of the conduction band. For the latter
effect, experimental results are unavailable.

Electronic localization is discussed for four defects, in section 11.8.
Lithium substitutional impurity in NiO consists of an Li" cation plus a
hole. In fact, the hold localization is on a single oxygen ion, and is energeti-
cally favored over distribution on six nearest neighbors by 3.1eV. This
results in an impurity dipole complex consisting of the negative defect Li"
and the positive defect O™ in NiO. We might therefore characterize this
defect as another example of charge-state stability and also of defect-
complex stability, both of which have already been discussed for other
systems. In the F5 center in NaF, the excess electron is found to be localized
about the defect’s center of symmetry, while in the (F3 )" center it is forced
into one vacancy by symmetry breaking. For both of these F-type centers,
experimental results support the qualitative conclusions derived from com-
putational modelling. The spatial diffuseness of the F-center excited state
in BaF, predicted by our calculations leads to quantitative agreement with
experimental optical absorption.

Quantum diffusion in alkali halides, as described in section 11.9, has
been well characterized experimentally. Application of the standard theory



Appendix to Chapter 11: the ICECAP method 193

without phonon renormalization is made possible by physically reliable
embedded quantum cluster calculations. In this case, spectacular disagree-
ment with experiment teaches us something useful, namely that the renorma-
lization effects must be large, ruling out perturbative treatment. Qualitative
agreement between experiment and computation is obtained for the cross-
over temperature between coherent and incoherent diffusion mechanisms.

The network of results summarized in this section involves different
materials, defect types, and processes; some qualitative results, some
quantitative; some predictive results, some supported by experiment. As
such it supports the view that the methodology (ICECAP) based on shell-
model embedding for quantum molecular clusters can be widely reliable
for point defects in insulators when properly applied.

Appendix to Chapter 11: the ICECAP method

The ICECAP method referred to in section 11.1.2 has been reviewed by Vail
et al. (1991). We give a brief outline in this appendix.

In order to model a point defect in an ionic crystal, we must calculate the
total energy of the crystal containing the defect, in a particular physical state.
We represent the point defect and its immediate surroundings in the crystal
as a molecular cluster, treated quantum mechanically. The rest of the crystal
is represented by the shell model (section 9.2). We begin with an infinite,
perfect shell-model crystal. We define a cluster region in this crystal: a set
of shell-model ions that will be replaced by the defect quantum molecular
cluster. In general, the defect quantum cluster will have a charge distribution
differing from that of the perfect-crystal shell-model ions in the cluster
region. This cluster charge distribution must be in equilibrium with shell-
model ion displacements and polarizations in the embedding classical crystal.

In order to accomplish this, we first replace the cluster region with a
classical representation of the defect, in terms of shell-model ions and
additional point charges (when needed), at specific sites. Consider, as an
example, the O ion in BaF,, figure 11.10. The ion has a prolate quadrupole
moment, as discussed in section 11.5.3. Thus, in addition to charge (—1) at
the oxygen ion site, we would add two charges, each of charge ¢ > 0 at
positions +u on the z axis, and a further charge (—2¢) at the ionic site to
maintain total charge (—1). These quadrupole simulators induce a polariza-
tion field in the surrounding shell-model crystal when the total energy of
the classical defected crystal is minimized with respect to all core and shell
positions. The ICECAP program contains a sub-program [HADES: see
Norgett (1974)] that performs this operation.

With initial values of point charge simulators (¢ in the BaF,:0~
example) and their positions (u in the example) having determined the
embedding polarization field, we now replace the cluster region with a
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quantum-molecular cluster. The quantum cluster, in general, consists of
nuclei, electrons and atomic pseudopotentials. In the example, suppose we
take a second-neighbor cluster consisting of the O™ ion, its four nearest-
neighbor Ba?" ions, and its six second-neighbor F~ ions. We must specify
the number of electrons. For all-electron treatment of this cluster, from the
periodic table of the elements we conclude that we need 9 electrons for O,
54 electrons for each Ba’' ion, and 10 electrons for each F~ ions, for a
total of 285 electrons. If this leads to calculations that are prohibitively
large, as in our case, then we can replace the Ba>" ions by pseudopotentials.
A pseudopotential is a relatively simple effective potential that approximates
the effect of the ion on electrons outside the ion. Many forms of pseudo-
potential have been derived and tabulated. The ICECAP program accepts
three types: KKLP [Kunz and Klein (1978)], BHS [Bachelet ez al. (1982)],
and TOP [Topiol et al. (1978)]. In this case, the quantum cluster consists
of four Ba** pseudopotentials, one oxygen nucleus (charge +8), six fluorine
nuclei (charges +9), and 69 electrons.

The total energy and many-body wave function of the electrons in the
presence of the fixed nuclei, pseudopotentials, and the shell-model point
charges of the embedding crystal, are now determined by a Hartree—Fock
program [Kunz (1982)] incorporated in ICECAP. The Hartree—Fock
approximation and its application are discussed in chapter 12, especially in
sections 12.2 and 12.3. This requires us to specify a basis set within which
the Fock equation is solved exactly. The solution is, of course, by no
means exact, because the chosen basis set is finite, rather than complete in
the mathematical sense. Many useful tabulations of atomic orbital basis
sets exist. One that we have found useful for point-defect calculations is by
Huzinaga (1984). If one uses relatively small basis sets, as we do, it will gen-
erally be necessary to optimize the basis functions by minimizing the total
energy of the defected crystal with respect to exponential coefficients and
contraction coefficients: see equation (12.110) and discussion following it.

The total energy of the defected crystal, from the ICECAP calculation
described above, is the sum of three terms. These are: (1) the total energy
of the polarized embedding shell-model crystal, relative to the energy of
the unpolarized (perfect) embedding; (2) the Coulomb interaction energy
among nuclei and pseudopotentials of the quantum cluster, and between
them and the embedding shell-model ions; and (3) the Hartree—Fock
energy of the cluster electrons, including their interactions with nuclei and
pseudopotentials of the cluster and with the shell-model embedding ions.
A fourth contribution to the total energy can be added: correlation (see
section 12.6).

For a given state of the defected crystal, two more computational
processes need to be carried out. One is to achieve consistency between
point-charge simulators and the Hartree-Fock solution. This is achieved
by minimizing the total energy, as defined in the previous paragraph, with
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respect to variation of charges and positions of the simulators, denoted ¢ and
u respectively in the example of BaF,:0 . The other process is to minimize
the total energy with respect to nuclear and pseudopotential positions within
the quantum cluster. The various optimizations mentioned (basis set, point-
charge simulators, and molecular cluster configuration) need to be carried
through to mutual consistency (‘global’ total energy minimization) by
iteration.

Optical excitations are often thought of in terms of the Condon
approximation, in which ionic positions do not relax to equilibrium with
the electronic distribution of the excited state during the transition. The
ICECAP program enables us to take this approach, by keeping nuclei and
pseudopotentials fixed in the positions they have in the ground state, and
also maintaining the polarization of the embedding crystal in the ground
state configuration.

The embedding problem is discussed in section 12.5. Basically, it
consists of ensuring that the cluster electrons experience, in some way, the
quantum-mechanical effects of nearby ions in the embedding region, even
though these ions are in fact classical shell-model ions, with no actual
quantum-mechanical properties. The preferred method of embedding is to
have the outer ions of the molecular cluster represented exclusively by
pseudopotentials.



Chapter 12

Theoretical foundations of molecular
cluster computations

12.1 Introduction

In the previous chapter we described a computational model for point defects
in insulators. In it, the local region containing the defect is to be analysed
quantum-mechanically, and the rest of the crystal is to be described in
terms of a classical atomistic model. In the applications described in
Chapter 11, all atomic positions and configurations were assumed to be
static. The quantum-mechanical part of the model consists of the electrons
associated with a small molecular cluster containing the point defect,
including the interaction of the electrons with nuclei in the cluster and with
the classical atoms of the embedding region. This chapter is devoted to the
theoretical background of such a quantum-mechanical calculation.

In sections 12.2 to 12.6 we describe a particular approach to embedded
molecular cluster calculation, based on the Hartree-Fock approximation
(sections 12.2 and 12.3), including correlation correction (section 12.6). In
a crystal, quantum-mechanical aspects of cluster-embedding interaction
must be considered (sections 12.4 and 12.5). In section 12.7 some general
considerations are presented regarding the N-body problem that may in
future lead to improved computational methods, namely density functional
methods. Currently, and in fact since the 1950s, a single-particle density
functional method has provided a useful alternative to the Hartree-Fock
based approach, as discussed in section 12.7.2.

While molecular cluster methods are very important in the theory of
solid materials for the calculation of point-defect and other localized elec-
tronic properties, and indeed for electronic band structure, their significance
is in fact far broader, and fast increasing. With the development of quantum-
mechanical embedding schemes, the method will become increasingly
applicable to semiconductor and metallic materials. Already, molecular
cluster methods are of great value in the analysis of local properties on
surfaces [see for example Sushko et al. (2000)]. Of course, such methods
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originated in the field of quantum chemistry, where the analysis of isolated
molecules is of major importance. But there is another area of science
where these and other methods of theoretical and experimental atomic-
scale physics are important and proliferating. This is the field of molecular
biology. The methods of this chapter apply to local electronic and related
properties of large biomolecules, and to smaller free biomolecules. Beyond
this, however, is the fast-emerging field in which biomolecules, either alone
or combined with inorganic atomistic elements, have properties that allow
radical new device components to be fabricated. As a single example we
cite Bhyrappa et al. (1999), who created a molecular complex with a metallic
ion at its center such that, depending on the complex’s detailed configuration,
differently shaped natural biomolecules would be selected to bind to the
metallic ion. At the American Physical Society March 2000 meeting there
was a series of six focused sessions on the subject of molecular scale elec-
tronics [see APS Bulletin, 2000, 45(1), 20]. The key to the explosive growth
in sub-nanoscale technology now taking place in the physical and life sciences
is the ability to control, by chemical and physical means, the detailed atom-
by-atom configurations of molecular clusters. This is where the material of
this chapter comes in, for complementary computational modelling of
known or postulated clusters.

12.2 Hartree—Fock approximation

12.2.1 The approximation

The Hartree-Fock approximation, and the Fock equation of the next
section, are standard subjects in quantum chemistry and solid state
physics. As such, they are introduced in many books. Some of the best are
Reitz (1955, sections I-III), Slater (1963, especially Chapter 5 and Appen-
dices 4-9), and Szabo and Ostlund (1982, Chapters 2 and 3).

The theoretical description of a solid, in terms of its electrons, nuclei and
crystal structure, is formulated in sections 7.1 and 7.2, and the first paragraph
of section 7.3. We refer the reader to these sections now. We begin from the
last paragraph of section 7.5, in which the nuclei are viewed as classical point
charges in equilibrium with the electrons: equations (7.13) and (7.75). These
equations require that the many-electron wave function ,(r), with
r=(Fi,81;7,8;...;Fy,8y), should be an eigenstate of the static crystal
hamiltonian H;, equation (7.77) or equivalently, of the last two terms of
H, which in this chapter we simply denote H:

N 2 2
h 2 4 - = 1 o -l
H=Y :{_vaj_%foh, Zylry = R —E; 7= ¢

Jj=1
(12.1)
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It is common to re-express this in terms of Bohr—Hartree atomic units, where
energy is measured in units of hartree [l Hy = 2Ry = (me4 /hz) =27.2¢eV]
and length is measured in bohr [1bohr = ay = (4mehi?)/(me*) = 0.529 Al.
In these units, equation (12.1) reduces to

N
! I F e VA
H=Z{—§Vf—gzjlr,—RJ YDA 1}. (12.2)
J

Jj=1

In equations (12.1) and (12.2), R; is the nuclear position, and the double
sum over j and j' omits the term j = ', indicated by the prime on Y_. This
hamiltonian is appropriate for the electrons in a molecular cluster, but
does not contain the Coulomb interaction energy among the nuclei.

Now consider the many-electron wave function 1, (r), corresponding to
the energy eigenvalue Ey:

Hiy) = Ex[y). (12.3a)

Let us first think of Fourier analysing an arbitrary function f(r)of one-
particle variables in terms of a complete orthonormal set of single-particle
basis functions {¢(r;)}, where r; = (¥}, s;) are single-particle position and
spin coordinates. Then orthonormality is expressed as

Jd",f oi(r)ew (r;) = b (12.3b)

where the symbol [ dr; forms the inner product of spin orbitals ¢ and ¢ in
both configuration and spin subspaces 7; and s; respectively. The Fourier
series for f(r) then becomes

S ) = Y gkl ()@ (12), - pay (rn), (12.4)
Ky oo

where in the summation each index k; ranges over the whole infinite
orthonormal set {yy(r;)}. There are two popular approximations to
the many-electron wavefunction arising from equation (12.4). One is the
Hartree approximation, which begins by taking a single term from the
sum, with the condition that (k, k,, ..., ky) are all different. This satisfies
the Pauli exclusion principle intuitively by having each electron’s coordinates
restricted to a single function, distinct from all the others. Unfortunately, this
renders the electrons distinguishable. The other approximation is the
Hartree—Fock approximation.

The Hartree—Fock approximation arises upon applying the Pauli
principle in its general form to the many-particle function f(r), equation
(12.4). If £(r) is to be a many-electron wave function v, (r), then it must be
odd with respect to pairwise interchange of any pair of particles,

Pyhy(r) = =i (1), (12.5)
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for all (i, j) with i # j, where P is the operator that interchanges particle
coordinates 7/ and j:

Pijw)\(flv-'wliw"7£j7"'7ZN) = w)\(llw'wlja"'vfiw"7£N)' (126)

In equation (12.4), now consider all those terms for which the sets of indices
(ki,ky, ... ky) are the same, with the k; only permuted amongst themselves.
If any two, say k; and k;, are equal, then the action of Py, equation (12.6), in
interchanging r; and r; produces no change, and in particular does not
introduce the negative sign of equation (12.5), regardless of the values of
the coeflicients ¢, _x, of these terms. Such coefficients must therefore be
zero, and the only terms in equation (12.4) that may be non-zero are those
for which the indices (ki,k»,...,ky) are all different. Denote such a set of
indices by k without regard for the ordering of ki, k,, ... ky.

Because the sums in equation (12.4) all range over the infinite complete
set {¢x(r;)}, all permutations of (ky,k,, ..., ky) occur. Let Py be a particular
permutation of (ki,ky, ..., ky). Then Py consists of a non-unique set of pair-
wise interchanges. Two diﬂerent sets of pairwise interchanges giving Py
differ by an even number of pairwise interchanges. Thus, for given k, the
non-zero terms in equation (12.4) are

Z Py (Cry oy Phys s Pl )- (12.7)
Py

The sets of terms for different sets of indices k in equation (12.4) are linearly
independent. Thus every pairwise interchange applied to equation (12.7)
must give a negative sign. Such a pairwise interchange of coordinates r;

and r; is indistinguishable from the corresponding interchange of indices k
and k Thus, from equation (12.7) and equation (12.5) applied to a partlcular
set of terms defined by k,

PiiZPN(Ckl,...,kNSDkla--~a‘Pk ZPN Chey o diy Pheys 0 Pl ) (12.8)

Consider two specific permutations Py and P; PN from the sum in the right-
hand side of equation (12.8). They are:

(Pchl,“.J( v)(ﬁNSO/qv“ . MP/\»N) + (sz/'i)NCkl,...,kN)(Pi/PN‘F’kla S Splw)- (12-9)

Under the operation of P; as in equation (12.8), the two products
PN<pk] .oy g, and (PUPN<pk] .++s¥x,) interchange, and this interchange
must produce a sign change, because all different specific permutations Py
are linearly independent. It follows from equation (12.9) that

(P{/PNCkh“.,kN) = _(PNCI\'],M.kN)' (12.10)

This condition is satisfied in general if and only if

(Pyck,..ky) o< (=1)" (12.11)
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where ¢ is the number of pairwise interchanges in Py . While this number is
not unique, (— 1)6“ is unique. Thus, apart from normalization, the terms for
a given set of N indices k in equation (12.4) are, from equations (12.7) and
(12.11),

ZPN Sok y . "aSDkN)' (1212)

It follows that the most general many-fermion wave function, satisfying
equation (12.5) is, from equations (12.4) and (12.12),

E SV ST | P e
Py k

where k is a distinct set of N indices (k},...,kYy), all different, chosen from
the infinite set of indices (ky,...,ky,kyy1,...), ¢ are arbitrary constants,
subject to normalization, ], Pr /(r;) is the product (‘Pk’lv'“v@kjv)s and Py
is a permutation of (k, .. kN)

Equation (12.13) is commonly written as

r) =Y aA][ex), (12.14)
K i

where the antisymmetrizing operator A is defined by equations (12.13) and
(12.14) as

A:;P(fl)‘”’, (12.15)

where in equation (12.15) we have suppressed the subscript N for the N-body
system. While equation (12.14) represents the most general many-fermion
wave function, the most general many-boson wave function (symmetric
under pairwise interchange), has the form

r) = aS][ex), (12.16)
x 3
where the symmetrizing operator is
s=) P (12.17)
P

We can now specify the Hartree-Fock approximation. Using the
language of Hilbert space (single-particle function space in the present
case), each term in equation (12.14), corresponding to a different set k of
N single particle functions, comes from a different N-dimensional manifold
of Hilbert space. If a single term from equation (12.14), i.e. a single N-
dimensional manifold, dominates the wave function «(r), then we have the
Hartree—Fock approximation:

U(r) = nd [ [ i (r)) (12.18)
k
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where 7 is the normalizing factor. Referring to equation (12.15) with equa-
tion (12.18), we see that an alternative form for (r) is in terms of a determi-
nant, the so-called Slater determinant:

ei(r1)  wa(rr) oo pn(r)
1/}([) — 5. det #1 (.KZ) @2([2) cee @N(E2) ) (12'19)
#1 (KN) Wz(EN) oo n(ry)

In equation (12.19) we have simplified the notation (ki,ks,...,ky) to
(1,2,...,N), labelling the N single-particle functions, which we reiterate
are an orthonormal set.

12.2.2 Normalization

We must now learn how to calculate with Hartree-Fock wave functions, or
Slater determinants. First, a general result. Consider a symmetrical N-body
operator O(r) such that PO(r) = O(r)P. Its matrix element between two
Slater determinants is, from equations (12.18) and (12.15),

Jarviwownse = [an{ -1 11+ )

<ow{ P Tlew ) 1220
P !

where the sets k£ and / may differ. In each term in the sum over P, we now
relabel the variables (ry,r,,...,ry) as (r},r5,...,ry) where

(£/17£l27"'7£;\7):Pil(KhZZa"wa)' (1221)
Now

p! .d7, =dr,, unchanged;
AN A | CAGES | AL
k k

and P~" applied to O(r) leaves O(r) unchanged. We thus have, for equation
(12.20),

JdrI ()O3 (r) = n? EPI JdT’{ 1;[ w’*‘/(lj)}

% 0([){ prl .P’.(_l)éﬂ“rél’ H(‘DZ/(K-»}’ (12.22)
P i
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since (—1) = (1), and if we let P~' . P' = P”, then

SPP e S —a 22
P/

p

It follows that

JdTr Ui (1) O(r) s (r) = n? zp: JdTK{ 1;[ 90?2, (L/)}O(Z){A H cp;,(l,,‘)}

I
— . N! JdTE SV (o) (). (12.24)

since Y p is N! identical terms, and where Hartree (H) and Hartree—Fock
(HF) wave functions are

P () = T ex, (). (12.25)
k
W) = A ey (r)). (12.26)
!

We use equation (12.24) first for normalization, by considering O(r) to
be the identity operator, independent of r, and ¢, = ,:

[an 0w =1

=n’>.N! Jdrz dra, ..., dry{ei(ry), ..., on(rn)}

x A{p1(0), - onlrn)} (12.27)

where we have replaced (ki,...,ky) by (1,...,N). But only the identity
permutation in A4, equation (12.15), gives a non-zero result for equation
(12.27), due to orthonormality of the set {¢,(r;)}. It follows that

1 =n". N\, (12.28)

whence the normalized N-electron Slater determinant is, from equations
(12.18) and (12.28):

o) = (N)2a] [ eilr)). (12.29)
k

12.2.3 Total energy

Next we consider the total energy, as estimated in Hartree—Fock approxi-
mation,

E =~ (Y|H|Y), (12.30)
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where [1)) is a Slater determinant, equation (12.29), with H given by equation
(12.2). We note first that H is a symmetrical operator:

PH = HP. (12.31)

Thus we apply equation (12.24), with ¢, = 1,, O = H, and Nl =1 [equa-
tion (12.28)]:

~ (Y|H[)
= Jd”u--~adVN{<PT(Z1)7~-~7S0E(£N)}H-A{901(K1),-~~780N(KN)}~ (12.32)

First consider the single-particle terms H; in H, equation (12.2):
1 _
=Sl ) = {59 -zl - Ryl (1239
J J

Without loss of generality, consider the term j = 1 from equation (12.33) in
equation (12.32). It is

Jdr1,~-,drN{so’f(Kl),---m”&(zzv)}hl(zl)/l{%(m%.--,soN(zN)} (12.34)

Now, again from orthonormality, only the identity permutation in 4 gives a
non-zero result. With this identity term we have, from equation (12.34),

Jdrl @1(r ) (r)e:(r1) Jdrz ©3(r2)pa(ra) - Jd”N on(rn)en(ry)

= Jdi’l prhior = (e1lhler). (12.35)

In equation (12.35) we have introduced Dirac notation for single-particle
functions. From equations (12.33) and (12.35) we have the single-particle
energy E:

N
= (P H ) = > (@il lp))- (12.36)

Jj=1

Next consider the two-particle terms H, in the hamiltonian, equation
(12.2):

Z ha(rjs 1), hy(rj,rr) = [Fj — ’_f}’|71. (12.37)
Similar to equation (12.34) we now have a term in the energy:

Jdrh s dry{ei () @a(ra)s - o (En)ha(r1, 1) Apr (01)a(r2), -5 o (Ew) )
(12.38)



204 Theoretical foundations of molecular cluster computations

Now from the antisymmetrizer 4, only two terms give non-zero results. They
are

{e1(r)ea(ra) — ei(r2)ea(r) yes(r3), - on(rn),

that is, from the two permutations that differ only in the ordering of r; and
r'»; r3 must be in 3, etc. for orthonormality to give non-zero. We thus have,
for the two-particle energy F,,

E, = (¢|H, )
1 /
= §Z { Jd"l dry o} (r1); (r2)ha(r1,15)
Ji'

X [p(r1)gj(r2) — Sﬁj("z)sﬁj/(”l)]}

1 /
=35> (el = Py)leey), (12.39)
i

where we have introduced Dirac-like notation for products of two single-
particle function, and the pairwise interchange operator P;: from equation
(12.6).

We now collect equations (12.36) and (12.39) to get the total energy:

E = (E| + E)

= Z {<¢j|h1%’> +%Z/<@j@j’|hz(l - ij’)|90j90j’>}~ (12.40)

12.2.4 Charge density and exchange charge

It is tempting to give a simplified interpretation of equation (12.40). The
single-particle term is the sum of one-electron energies for particles in
states, |¢;), j =1,2,...,N. The two-particle term has two parts. The first
is the Coulomb repulsive energy between pairs of electrons (the factor %
eliminating double counting) in states |¢;) and [p;/),

(gipir ol o) = Jdr dr' o () (F = 7| () (1)

_ Jdrdr’pj(l)pj,(zl), (12.41)

7 — 7|
where

pi(r) = lo; (0 (12.42)
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is the charge density (in the given units) of a particle in state |¢;). The other
two-particle term is called the exchange term. It consists of terms like

_Jd’,dr/@/( )‘P] ( )‘P/( )‘P; ( )

|—» —a,l

(12.43)

If ¢;(r) are eigenstates of a component of spin, say the z-component, then we
see that the generalized integral in equation (12.43) gives zero from spin
orthogonality for orbitals ¢; and ¢, of opposite spin, since /, is independent
of spin. Only pairs of orbitals ¢; and ¢;» with parallel spins contribute to the
exchange term. In equation (12.40) for the total energy, the two-particle
terms in j=;' are omitted, because the classical Coulomb interaction
among particles is evaluated without including the infinite self energy of a
point charge interacting with itself: see also equation (12.37). However,
from equations (12.41)—(12.43), we see that the quantum-mechanical
Coulomb and exchange terms for j = ;' are not necessarily zero, but they
are equal and opposite. Henceforth we therefore include these terms j = j’
in the two-particle interaction energy in equation (12.40), knowing that
they cancel.

It is natural to think of the single-particle part of the total energy, Ej,
equation (12.36), as the sum of N single-particle energies, with one particle
in each of the orbitals {¢;} that make up the Slater determinant, equation
(12.19). This picture can be extended to include the two particle part, E,,
equation (12.39), by considering the particle density, p(i"). Its operator

pop(F) is

N
pop(F) = > 8(F (12.44)

j=1
By analogy with the derivation of equation (12.36), which applies to any sum
over identical single-particle operators,

N

p(F) = (Wlooplth) = Y ()16(7 = 7))

j=1
- Zjd; o)) |6(F — 77) Zm ) —Zp/ (12.45)
j=1 j=1 j=1

The last equation in (12.45) introduces the density p;(r) that was defined in
equation (12.42). Thus from equations (12.40) and (12.41), the Coulomb
contribution to the total energy (including the term j = j’) is

ZZJ rdr ”’flﬁif,') 2Jd ar Pl )p£,|) (12.46)

=
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where we have also used equation (12.45). The exchange contribution, from
equation (12.43), summed over j and j’, can be written in a similar form, as
follows:

_% Jdrdr,%( r)pj |(q )@i/(' Ny (1)
g’
(I spins)
__ %Zjdrd A0 (E'51) |)f’_ei(,r| D, (12.47)
J
where
) o1 (") (r)pf (r)p; ()
Piex(r'sr) = A . 12.48
jex(52) Z]: @i (r)p;(r) (12.48)
(|| spins)

In words, the exchange charge density p_/,ex(g’;g) can be thought of as a
charge density at ' due to the Pauli principle, which is seen by an electron
in state ¢;; more precisely, by that part of the wave function ¢; in the vicinity
of r.

We have presented the exchange contribution in the form of equation
(12.48) because it is sometimes encountered in the literature, and is helpful
in visualizing the exchange effect, as follows. Let us write the two-electron
energy, from equations (12.46) and (12.47) as follows:

2ZJd dr /p/( ){p( ) p/ex(f/§f)}. (12.49)

7

Let us see what total charge is involved in the charge density seen by an
electron in state ;. It is, from equation (12.49),

[ ar'to07) = st ) (12:50)
Now, from equation (12.45),
N
Jdr p(r ZJdr lp;(")]> = N, (12.51)
j=1
from the normalization of the ;. From equation (12.48),
@ (r)
dr’ pj e (r's7) Jdr o5
J " Z ’ w_/(i_‘)
@/ (r)
=Y .= =1 (12.52)
Z 7 0:(r)
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Thus from equations (12.50)—(12.52) we find the total effective charge for the
interaction of a single elecron with all the others to be

Jdr’{p(z’) — prex(s)} = (N = 1). (12.53)

In our formulation, the Coulomb effect, including self-interaction, is contrib-
uted by all N electrons, while the exchange interaction subtracts a total
charge equal to that of one electron, contributed to by all electrons with
spins parallel to that of the single electron in question. While the Kronecker
delta in equation (12.52) might suggest that exchange simply subtracts off the
single-clectron self-energy, the explicit form of pj‘,ex(g’; r), equation (12.48),
shows that the effective exchange charge distribution is not simply that of
;, but involves all electrons of a given spin.

12.2.5 The single-particle density functional

We now proceed to an important result, namely that the Hartree—Fock
approximation to the total energy of the system is a unique functional of
the so-called single-particle density. We introduce the single-particle
density matrix p;(r,r’) as a generalization of equation (12.45):

N
pi(rr') =" @i (g (r). (12.54)
j=1

We note that in terms of this notation
pi(r,r) = p(r). (12.55)

Equation (12.54) can also be expressed in Dirac notation as
N
pi(,r) = (i)l (12.56)
Jj=1
where | j) stands for [¢;), as it appears in equation (12.45). We then arrive at
the concept of the single-particle density operator p;, expressed in matrix
form, from equation (12.56), as

N
pr=>_ 1)l (12.57)
j=1

This is referred to as the Fock—Dirac density. Along with two-body and n-
body density matrices, it will be discussed further in section 12.7. In terms
of p; we see from equations (12.46), (12.47) and (12.54) that the two-body
part of the total energy is

oy L !
E = %Jdrdr/{m(u)m(z L) = i)y ()} (12.58)

P
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Equation (12.58) is important in terms of general theory because it gives the
exchange energy, as well as the Coulomb energy, as an explicit functional of
the single-particle density, p;. The same can be done trivially for the single-
particle part of the energy, £;. From equations (12.33) and (12.36), it is

N

E; :Z<<Pj|h1|<P1>

=i
- 1> > Bl
:Z<<P_/| _iv _ZZJ|r_RJO| ler)
= 7
1
Zjdr% {_Evz ZZJ|’—RJ0| }@j(l)
Zypi (1, 1)
d B i P L)
X,:J w’( )@*’ ZJ "R

J

- Jdrdr’&([ —1')%V'2pl(g,[/) - ZJd Zy; E (’71_? . (12.59)

7 /|

In equation (12.59), the operators V> and V% involve differentiation with
respect to the components of # and 7', respectively. Combining equations
(12.58) and (12.59) we see that the total N-electron energy E = (E; + E»)
is an explicit functional of the Fock—Dirac density p;. Indeed, the single-
particle energy E;, equation (12.59), is a linear functional of p;. We leave
it to the reader to show that, using a trick similar to that applied to the V?
term in equation (12.59), the two-particle energy E, can be expressed as
the integral of an explicit operator acting on a single product of two p;.

12.3 The Fock equation

12.3.1 The variational derivation

In section 12.2.1 we described the Hartree—Fock approximation in terms of
an N-dimensional manifold in the Hilbert space of single-particle functions.
We said that the approximation would be useful if a single such manifold
dominates the many-electron wave function. We now consider how to
specify this manifold.

According to equation (12.40), the total energy E in Hartree—Fock
approximation is

E= {Z<j|hlj> i1 Z(J] Ay (1 — ‘,-,-f)jj’>}. (12.60)

Jj=1 J~,/
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In equation (12.60) we have replaced the ket [p;) simply by |j), and we
have included the terms j=j  in the two-body part, as discussed
following equation (12.43). The total energy E in equation (12.60) is
clearly determined by the choice of N-dimensional manifold spanned by
the set {|1),|2),...,|N)} ={|j)}~. The variational principle would then
say that the optimal set {|/)}y satisfies the condition that E is a minimum
with respect to variation of the N-dimensional manifold. The following
approach, so far as the author knows, is due to Pryce (1961).

Consider first the single-particle terms in the total energy E, equation
(12.60). They constitute a part of the trace of /; in the Hilbert space of
single-particle functions. Thus, if p is a projection operator onto an N-
dimensional manifold,

N
> (il 1) = Tr(hy . p). (12.61)

j=1
The two-particle part of E, equation (12.60), can be expressed in similar
terms:

1 .. .. |
EZUJ/V&(I —Py)lii’) = sz{hzl)ﬂ/} (12.62)
i’

where
hy(r,r") = hy(r, 1)1 = P(r,r')] (12.63)

and where p acts in a Hilbert space of functions of r, and p’ acts in a Hilbert
space of functions of r'.

We note some properties of these projection operators. First, com-
mutativity:

[p, P =0. (12.64)

Second, idempotency:
PP =p. (12.65)
Proof: If |u) lies in the manifold, and |v) lies outside, orthogonal to it, then
pluy =1lu),  plv) =0,
and so if, for arbitrary |¢),
lp) = (lu) +[0)),

then

ple) = |u)
and

P2le) = plu) = |u) = plyp).
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Third, hermiticity. Consider
1) = (lur) + |v1)
p2) = (Ju2) + |v2))

with |¢;) in the manifold and |v;) outside, so that

(p1lplwa) = (piluz) = (ui|uy) (12.66)
= (u|ur)” = {((a] + (va])ue1) }
= (pa2lur)” = {2l plepr)" (12.67)

In these equations, * means complex conjugate. The equality of the first and
last expressions in equations (12.66) and (12.67) respectively, for arbitrary
|o1) and |¢,), is the definition of hermiticity for an operator p. Fourth:

Tr(p) = N. (12.68)
Proof: If {|j)}, j=1,2,...,00, is an orthonormal basis, and if {|j)}y,
j=1,2,...,N,is an N-dimensional subset, then if p projects onto {|j)}:

00 N N

=S Ulpli)y =D leliy =3 Ul =N

Jj=1 Jj=1 j=1
We now return to equations (12.61) and (12.62). We may use them to
write the total energy E as follows:
E =Tr{[hy +31Tt" hy. p'] p}, (12.69)

where Tr and Tr’ are traces over the whole infinite-dimensional Hilbert
spaces of functions of r and r’ respectively. However, because of the opera-
tors p and p’ in equation (12.69) the traces are effectively reduced to the finite
N-dimensional subspace.

The variational principle identifies the stationary states of the system as
satisfying the condition that, for small variation ép of the N-dimensional
projection p, the variation 0 E of E will be approximately zero. Thus consider

(E 4 6E) = {Tr[hy(p+ 6p)] + 4 TrTr' [y (p + 6p) (0 + 6P')]}
or
SE =0 = {Tr(hy.6p) + % TrTr'[hy(pop’ + p'6p)]}. (12.70)
If we think of the trace as a sum of matrix elements, all of which are

expressible as integrals, then we recognize that interchanging r and r’ in
the two-particle integrals changes nothing. Thus,

p'ép = pdp’. (12.71)
Thus, equation (12.70) reduces to
Tr{[h, + Tt h,. p'].6p} =0, (12.72)
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where Tr' is the trace in the Hilbert space of functions of r’. Here, in equation
(12.72) and later, in equation (12.94) for the Fock operator, we note that
the two-particle term in 4, is not preceded by a factor %, as occurs in the
expression for the total energy, equation (12.40), and later in equations
(12.99) and (12.100).

Now imagine that the N-dimensional manifold determined by equation
(12.72) is spanned by the orthonormal basis {|k)}y, and that these N basis
functions are the first N elements of the basis for the infinite-dimensional
Hilbert space. In such a basis, the projection operator p has a matrix

representation of the form
Iy 0
= 12.73
= o) (1273)
where 7y is the identity N x N matrix. We note that this satisfies our fourth

condition, Tr(p) = N, equation (12.68). Now let us write 6p in the same
representation, subject to hermiticity, equation (12.66) and (12.67),

a b
op = 12.74
=y ). (1274)

where b is the complex conjugate transpose of b, and a and ¢ are hermitian.
We now apply the idempotency requirement, (equation (12.65), to the
variation

(p+6p) = (P> +p.&p+8p.p) = (p+p), (12.75)
valid to first order, which, with p* = p reduces to
(p.6p+ép.p)=odp. (12.76)

In the matrix notation of equations (12.73) and (12.74) this becomes

{(g S>+(: g>}=(,f? Zc)) (12.77)
(2? g>:(ba i) (12.78)

Equation (12.78) requires a = ¢ = 0, whence

or

op = <O b). (12.79)
bt 0
Let us now write equation (12.72) in the form
Tr(h.bp) =0 (12.80)

where
h=T[h +Tr'(hy.p)) (12.81)
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Note that 4 in equation (12.81) is a single particle operator. Writing / in a
matrix form corresponding to that for dp, equation (12.79), we find that
equation (12.80) becomes

hyy h 0 b t
Tr{(iil ‘2)( . )} :Tr(h”bT hllb) —0. (12.82)
hy, hyp)\b" 0 hypb" hyyb
For arbitrary submatrix b, i.c. arbitrary variation ép of the projection, this

requires that /;, = 0. Thus,
h 0
h = ( ! > (12.83)
0 |y

Now what, exactly, has this energy extremalization process taught us
about the optimal N-dimensional manifold from which we shall construct
the Slater determinant, equation (12.19)? First, we note that the operator
h, equation (12.81), is the physical entity involved, equation (12.80). To
see how / is involved, we consider its eigenvectors, using the matrix
representation, equation (12.83), where the first N orthonormal basis
vectors are those that extremalize the Hartree-Fock estimate of the total
energy. The form of equation (12.83) comes from the fact that the projection
p is idempotent, equations (12.65) and (12.73). Let a; be an eigenvector of
h, equation (12.83), consisting of subvectors g(-l and gjz in and outside the

;i
N-dimensional manifold, respectively. Then, from equation (12.83),

h.a; =g (12.84)
or
h 0 a(l) a(-l)
=11 = =/
=¢ (12.85)
(6 ) ()=o)
whence
- =), (1286)
hy,.a” = ea?. (12.87)

Equations 512.86) and (12.87) allow solutions with @’ =0, j = 1,2,..., N
and with gjl) =0 for j > N. The eigenvectors therefore are split into two
classes, those in and those outside of the N-dimensional manifold, respec-
tively, with the optimal choice of this manifold. Without the variational
constraint, we should have had

by by
(m P > (12.88)
=12 =

=
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leading to the eigenvalue equations

(b, -a ](l +h,- QJ@) = 5141('1); (12.89)
(b, a" + by, .a”) = s,a(»z). (12.90)
These eigenvectors cannot include those with a = 0, except for the unique

and uninteresting case a/< ) = =0,ie. 4 =0.

Returning to equation (12.86), we see that the optimal N-dimensional
manifold is spanned by the eigenvectors gjl , which are eigenvectors of /.
This eigenvalue equation is called the Fock equation, and the operator / is

called the Fock operator. Explicitly,

h=[h +Tr'(hy.p)], (12.81)
1 S
hy ={—5v2—Zz,f—RJO|1}, (12.33)
7
hy = {hy(r,r")[1 = P(r.r")]}, (12.63)
whence
- N
Tl 1) = { S0 ale 1 = PN (1291)
j=1
where in this case the prime in | j’) indicates integration is over r’, and where
ha(r,r') = (JF=F'|"). (12.37)
We now change the notation for / to
h=F, (12.92)

see equation (12.81), hereby defining the Fock operator F. The Fock
equation is now

Flj) =¢l))- (12.93)
In equation (12.93) the Fock operator F is

F= {v2 ZZJV*RJO +Z il ") } (12.94)
j=1

see equations (12.33, 12.37, 12.38, 12.63, 12.81, and 12.91). Note that F is a
hermitian operator, with infinitely many eigenvalues, in general. Thus the
Fock equation (12.93) does not give us the N-dimensional manifold for the
Slater determinant explicitly. Any choice of N of its eigenstates |j) will
extremalize the total energy; i.e. all excited states are stationary for the

given hamiltonian H, equation (12.2).
The Fock operator is a hermitian single-particle operator and, as we
have mentioned, it is useful, though not precisely correct, to think of the
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Hartree—Fock approximation as consisting of N electrons, each in one of the
Fock eigenstates |j), j =1,2,...,N. The Fock operator consists of three
parts: kinetic energy, potential energy due to nuclei J =1,2,..., and a
further potential energy due to electron—electron Coulomb and exchange
interactions. This final term is called the self-consistent field, because it is
not a given potential, but depends on the solution {|j)}y itself.

12.3.2 Total energy algorithm
The total energy, equation (12.69) is
E =Tr{[F —iTt'(h,. p")|p}, (12.69)

where F = h is given in equation (12.94). Now, from equation (12.93),

F.p)= iej. (12.95)
j=1

Furthermore, from equation (12.81),
Tr(F . p) = Tr{[h; + Tr'(h, . p)|p}. (12.96)

We thus arrive at two alternative expressions for E. From equations (12.69)
and (12.99),

{Ze, ~TrTr'(hy. p. p)} (12.97)

From equations (12.69) and (12.96),
E =Tr{{h +iTr'(h,. p/ p}——(Za,+Trh ) (12.98)

More explicitly equations (12.97) and (12.98) are

= ZN: {Ej -5 g Bl i) } (12.99)

and

ZN: Gl 1)) (12.100)

12.3.3 Solution of the Fock equation

Suppose we want to calculate the electronic distribution and total energy of a
specific molecular cluster: that is, where the nuclei are specified both as to
chemistry, Z;, and as to atomic positions R;: see equation (12.2). We
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cannot solve the Fock equation exactly, even if we ignore the self-consistent
field (scf), which we do not want to do: see equations (12.39) and (12.40).
There are three elements in the most commonly applied strategy. First, the
scf is handled iteratively: that is, it is first formed from a zeroth-order
initial guess at what the solution {|j)}y will be, and with this specific
potential replacing the scf, the Fock equation is solved, giving a first
approximation to {|j)}y, whence a first-order form for the scf, and iterated
to consistency. Formally, given the zeroth-order guess {| j> } N, from
equations (12.93), (12.94) and (12.33), solve

N
{hl > <°><.f'|hz|j'><°>}|j><‘> =" 1)", (12.101)

Jj=1

then solve

{h1+z (') )" }|j>(2>=:§2>|j><2), (12.102)

j=1

and continue to iterate until the sets of vectors {| )™}y and {|/)"* "} are
equal, to within a predetermined limit, or until the total energy fails to change
by more than a predetermined tolerance from nth order to (n + 1)st order.

The second element of strategy is to think of the eigenvector as
expanded in terms of a complete set {|k)}. Then, formally,

1) =D a(k)lk), (12.103)
K

and the Fock equation is of the form

A S awm | - Sawm} (12.104)
k k

In equation (12.104), the Fock operator F depends quadratically on the
coefficient a;(k) through the scf, but since the scf is fixed at each level of
iteration, solution of the Fock equation becomes a linear problem. This
problem is then solved by standard matrix methods. Thus, take the inner
product with |K') from the left in equation ( 12.104) and obtain

> (K| Flk)a;(k) = ]Z (K'|k)a; (12.105)
K
This is an equation for matrix multiplication:

where (K'|F|k) is an element of the square matrix F, (k|k') is an element of the
so-called overlap matrix S, and g; is the column matrix determining the
eigenvector |j), equation (12.103). If the basis {|k)} is orthonormal, then S
is the identity matrix, /. -
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Equation (12.106) could be solved by standard matrix computational
methods for the eigenvalue problem if the complete set {|k)} were not infi-
nite, which it is. In this case, the dimensionality of the matrix representation
is infinite. This leads us to the third element of the strategy, namely to choose
a basis set {|k)}» such that, for the given physical problem, a finite set of
N’ > N elements is, for practical purposes, approximately complete. The
key to this step is that, for essentially all terrestrial material problems, the
material consists of recognizable atoms. By this we mean that internuclear
distances in the material are comparable with or greater than atomic
diameters. Let us see how this works out in a quantitative example. Consider
the NaF crystal. Each ion is in the electronic configuration 1s®2s? 2p6, Na
being in charge state +1 and F in charge state —1. We can estimate the
ionic diameters in free space in terms of the radial part of the 2s hydro-
genic-type orbital. Such an orbital contains an exponential factor,

VA
= E N
in Bohr units, where Z is the nuclear charge in units of proton charge. In the

case of Na, Z =11, and for F, Z =9. We define a range R in terms of
> ~ e ", namely,

vre ™, A (12.107)

R =02\, (12.108)
so that
[ ~ e K. (12.109)

Thus R is the distance at which the exponential factor in |¢|* drops to
¢! ~0.37 of its maximum value. Then (2R) is a measure of the ion’s

diameter D, namely,

for Na®, D ~2/11=0.18a,,
for F~, D ~2/9=0.22a,

where a, is one Bohr. The nearest-neighbor spacing of the NaF crystal is
4.37a,. We see that for this highly ionic material, the internuclear distant
is ~20x the ionic diameters. The explicit atomicity of matter is clearly
demonstrated by a variety of experimental techniques. None is more
graphic than that of field ion microscopy [see Miiller and Tsong (1969)],
one of the finest experimental developments not to have won a Nobel
prize, in this author’s opinion. Since atoms are so clearly recognizable in
condensed matter, we shall, as our third strategic element, give an atomic-
like representation for the basis functions |k) of the expansion of the Fock
eigenstates, equation (12.103).

Atomicity is represented mainly by using functions that are localized
on nuclear sites, and possibly other sites also. Each localized function is
associated with a spherical harmonic. A finite set encompassing a sufficient
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range of spherical harmonics is required. The radial localization is expressed
in terms of gaussian functions, rather than the so-called Slater type exponen-
tials of equation (12.107), for technical reasons of computational efficiency:
see Szabo and Ostlund (1982, Section 3.5.1). However, close to the nuclei, the
actual radial dependence is Slater-like, with a cusp, rather than bell-shaped
like a gaussian. The radial dependences therefore require linear combinations
of gaussians. We now express all this formally. The space—spin representa-
tion of the atomic-like basis functions is

) = (S dexpl-a - R TP@) me. (12010

In equation (12.110), n; is a normalizing factor, and in the restricted or
unrestricted Hartree-Fock approximation, 7,(s) is a spin eigenstate (an
eigenstate of a component, say S,, of the spin). Also, the notation in
equation (12.110) is simplified, because for a given function |k), the set of
linear coefficients d; and the set of exponential coefficients «; are in general
unique to |k), and the choice of nuclear site J and the order of the spherical
harmonic (/,m) are specific to |k). Thus the notation might show d;, oy, J, /
and m all as functions of &, for all i. The linear coefficients d; are called
contraction coefficients. The angular position 2 in equation (12.110) is in
spherical polar coordinates centered on site J. The function |k) is called an
atomic orbital (AO) basis function. A single exponential with its spherical
harmonic and spin eigenstate, normalized, is called a primitive atomic orbital.

We have referred to restricted and unrestricted Hartree—Fock approxi-
mations (RHF and UHF respectively) in the preceding paragraph. In
RHF, the molecular cluster contains an even number, N = 2M, of electrons,
which are assigned in pairs to pairs of AOs that differ only as to spin. The
spatial r-dependent parts of the Fock eigenstates are then determined
from matrices of dimension M only, as we shall see. The UHF approxi-
mation is used for calculations with unequal numbers of spin-up and
spin-down electrons, necessarily including clusters with an odd number of
electrons. The Fock equations for spin-up and spin-down manifolds are
then solved separately, using a common scf, of course. If 7, (s) in equation
(12.110) is not to be a spin eigenstate, the method is referred to as generalized
Hartree—Fock (GHF).

Let us now return to the Fock equation (12.106). We note first that our
AO basis set, equation (12.110), is non-orthogonal, so the overlap matrix
S # 1. We also note that, since we need N Fock eigenstates a;, we must
use at least N atomic orbital basis functions |k), equation (12.110). In prac-
tice, acceptable accuracy may require a larger number N’ > N. In that case,
solution of the Fock equation (12.106) will produce N’ > N eigenstates and
eigenvalues. The decision as to which set of N to choose from N’, in order to
evaluate the total energy and N-electron wave function, is dictated by the
nature of the state that we wish to study: the ground state or a particular
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excited state. The set of N states that we choose span the so-called occupied
manifold. The remaining states define the virtual manifold. An eigenstate |j),
equation (12.103), defined in terms of'its linear coefficients a;(k), or the eigen-
vector g; of equation (12.106), is from equation (12.103) a linear combination
of atomic orbitals: LCAO. Since in general a single eigenstate | j) is in this way
associated spatially with the whole molecule, it is called a molecular orbital:
MO, or more fully an LCAO-MO.

Further details of how the Fock equation is solved in practice, along
with additional theoretical considerations involving the nature of the AO
basis set, are to be found in standard textbooks on quantum chemistry, for
example Szabo and Ostlund (1982). Those aspects of the computations
that can be reduced to a formal sequence of operations are incorporated in
highly sophisticated, reliable, flexible, user-friendly programs that are
readily available. For molecular clusters, the GAUSSIAN program is prob-
ably pre-eminent at present. GAUSSIAN is revised annually, each year
adding new features of physical or computational value (see GAUSSIAN
in the bibliography). Electronic band structure is similarly served by the
CRYSTAL program (see CRYSTAL in the bibliography). Apart from
formal processes that can be incorporated in a program, however, there
are elements of craft in quantum cluster computation, having to do with
the development of suitable AO basis sets for particular problems. In
simplest terms, this often involves a subsidiary process of computationally
determining contraction and exponential coefficients, d; and «; respectively,
equation (12.110), that are in some sense optimal.

12.4 Localizing potentials

Consider the solutions of a problem in Hartree—Fock approximation. In
general we seek occupied and unoccupied eigenstates of the Fock operator,
ljoce) and |jiir)» Wwith joee=1,2,...,N and jy =N+1,...,N >N,
where ‘occ’ and ‘virt’ stand for occupied and virtual. There may be con-
vergence problems associated with the AO basis set chosen, for a given
Fock operator F. Also, we may want, or need, to have a subset of the
eigenstates with a particular mathematical or physical property, at least
approximately. For example, we might want, for purposes of computation
or visualization, to have eigenstates that correspond (approximately) to a
single atom or group of atoms in a molecular cluster, or to a single molecular
cluster within an extended solid. The latter case will in fact be discussed in
detail in the next section, section 12.5. The best that we can do in these
cases is to modify the Fock operator so that the modified eigenstates still
correspond to the occupied and virtual manifolds of the original problem
with the chosen AO basis set, while satisfying our requirement of localization
or other property. This can be accomplished by adding a so-called localizing
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potential to the Fock operator F. A good reference for this subject is Gilbert
(1964).
Formally, consider

F' = (F 4+ Ap), (12.111)
where A is the localizing potential, and F’ the modified Fock operator. Let

{|i)} 5 be the occupied manifold of F. We require F' to be hermitian, and
therefore so must 4y be

Al =4, (12.112)
where 1 indicates hermitian conjugate. Next consider the eigenstates of F':
F'ljy =&lJ). (12.113)
For |j),j=1,2,..., N, to span the occupied manifold of F, we required
) N
17) = eli), (12.114)
i=1

where the transformation between orthonormal sets spanning the same

manifold, represented by the matrix ¢y, is unitary. Thus,

N
FIjy = cyeli) (12.115)
i=1
and

N
Aplf) = cyArli). (12.116)
i=1
Combining equations (12.115), (12.116), (12.111) and (12.113):
N
F'|j) = (F+A4p)|J) =Y cylei+ Ap)li) = &) (12.117)
i=1

From equation (12.117), the vector (4| )) must lie in the occupied manifold,
because |j) on the right-hand side does. The localizing potential must
therefore project onto the occupied manifold.

We recall that the Fock operator F is completely and uniquely
determined by the Fock—Dirac density p;, equation (12.56), see equation
(12.58). We further note that p; projects onto the occupied manifold. Con-
sider an arbitrary state vector |¢),

9 ={ e+ X adi} (12118

Joce virt

where ‘occ’ and ‘virt’ are occupied and virtual manifolds respectively, which
are mutually orthogonal:

<jocc‘j</irt> = 0. (12119)
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Then, from equation (12.57),

pr=_ LN (12.57)

jOCC
Trivially then, applying equation (12.57) to equation (12.118),
) =3 ¢l). (12.120)
jOCC

Because Ay must project onto the occupied manifold, and because of the
projection property of p;, we consider A in the form

Ap = Ay .p1. (12.121)
Hermiticity, equation (12.112), then requires
Al =py A = A py, (12.122)
since p; is hermitian. The solution of equation (12.122) for A is
Ap=p;. A (12.123)
where A is hermitian:
AT =4. (12.124)
From equations (12.121) and (12.123),
Ar=p.A4.p, (12.125)

where A4 is an arbitrary hermitian operator, which may be chosen to be a
single-particle operator. Equation (12.125) is the definition of a localizing
potential. Thus 4 must have matrix elements that involve only a single
electron coordinate in r space.

We must now examine the relationship between the N-electron system
and the modified Fock equation. From equations (12.93), (12.111),
(12.113) and (12.114), we have:

Flj) =&l
F'|j) = (F+ 4p)lJ) = §17),

)= eli).

1

Recall that, from equations (12.69) and (12.94), the total energy E is:
E:Tr{[F—%Tr’(Ez.p')].p}, (12.126)

where, with the projection operators p and p’, the traces reduce to:

N

Try(0) = Y _(jl0])),

Jj=1
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in which O is a hermitian operator. But the trace is independent of basis
set, so:

N

Try (O Z J101)).

j=1
Now, from equations (12.126) and (12.113) we have:
E = {Try[F' =L Try ()] — Try ()}, (12.127)

where the traces are evaluated in terms of matrices represented in the basis
{1/)}y. Thus, having solved the modified Fock equation, we can use the
resulting matrices directly to evaluate the total energy in terms of the
appropriate traces, equation (12.127). We note that, in equation (12.127),

N
Try(F') =&, (12.128)
Jj=1

from equation (12.113). Equation (12.99) or (12.100) can be used also, rewrit-
ten in terms of €; and |7), to evaluate the first term in equation (12.127), but
then the second term must not be forgotten.

The Slater determinant constructed from the eigenstates of the modified
Fock operator will be a different N-electron wave function from that derived
from the original Fock operator. Thus we must obtain the original Fock
eigenstates. This can be done most easily simply by solving

Flj) =gl
using the Fock matrix F as given in the modified basis | ), which is available
from the solution of equation (12.113).
Much more detailed discussion of localizing potentials is to be found in
Gilbert (1964).

12.5 Embedding in a crystal

12.5.1 Introduction

When we use a quantum-molecular cluster in a computation to represent
local electronic properties in a crystal, we must take account of how the
local electronic structure is affected by the rest of the crystal. For example,
in a highly ionic crystal, the electronic charge density is highly localized
about each ion. It is then plausible to think of there being a specific
number of electrons on each ion, and therefore to think of a molecular
cluster as being electronically isolated, approximately, from the rest of the
crystal. In that case, only the Madelung field, that is the Coulomb field of
the ions of the embedding crystal, affects the cluster. This assumes, of



222 Theoretical foundations of molecular cluster computations

course, that the computational cluster is localized precisely as dictated by the
surrounding crystal. This localization arises, of course, from effects from the
electrons of embedding ions, including quantum-mechanical Coulomb,
exchange and correlation effects, in combination with attraction by the
nuclei of the cluster, plus the embedding Madelung field.

The quantum-mechanical embedding effects, in the context described
above, can be accounted for quite well by a set of subsidiary embedded
cluster calculations. Consider, for example, a binary ionic crystal, KCI. An
atomic orbital basis set {|k)} [see equation (12.110)] can then be developed,
accurately reflecting the quantum-mechanical effects surrounding each ionic
species, K™ and CI~ in the example. The procedure is as follows. Consider
two embedded quantum clusters, one centered on each of the ionic species.
In an ionic crystal, the embedding might be represented by a shell-model
crystal. For nearest-neighbor clusters, the two clusters would be (KCly)
and (K¢Cl) respectively. With a plausible initial basis set, such as those for
free ions, optimize the K* basis set in the (KClg) cluster. Optimization
means, in this case, to minimize the total energy of the crystal, cluster plus
embedding, with respect to variation of both exponential coefficients «;
and contraction coefficients d;, equation (12.110), keeping the CI™ basis set
fixed. Then introduce the optimized K™ basis set into the (K¢Cl) cluster
and, keeping this basis set fixed, optimize the Cl~ basis set. Iterate this
process between clusters to convergence, i.e. until the total energy cannot
be further reduced, within a specified accuracy.

This process should give quite a good picture of perfect-crystal ions.
However, it does not give us a good description of the perfect crystal’s
properties. The reason is that the clusters that determine the electronic
distribution within the ions do not give wave functions with the periodicity
of the crystal lattice, nor do they give an appropriate density of states,
because so few electrons are involved in the cluster. The basis sets derived
from perfect crystal embedded clusters may, however, be used with very
good effect to analyse point-defect properties, provided certain conditions
are satisfied. Basically, a point-defect embedded-cluster calculation must
contain enough atoms so that the outer atoms of the cluster are essentially
unperturbed by the defect relative to their perfect crystal configurations. In
that case, the point defect sites and the perturbed near neighbors will be
subject to realistic quantum-mechanical effects from the surrounding
crystal. The problem is that satisfying these conditions will often be prohibi-
tive, in terms of present-day computational capacity and speed. Then, if a
cluster of practical size is such that the outer ions of the cluster are perturbed
by the defect, this perturbation needs to be determined variationally, by total
energy minimization. But when we minimize the total energy by varying the
electronic configuration of the outer ions, two effects are in operation. One
physically valid effect is the tendency of the defect to perturb the ion. The
other effect, however, is spurious. It represents the fact that the outer ions
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can, in general, reduce the total energy by allowing their electrons to spread
out, or polarize, into the surrounding embedding region, which does not
interact quantum-mechanically with the cluster. The best that we can do in
this case is to limit the variational flexibility, by keeping the host-ion basis
sets fixed. This does not prevent electronic charge redistribution amongst
the basis functions from being affected by both physically valid and
physically spurious effects, however.

The question that follows from the preceding discussion is whether we
can limit the calculation of local defect properties to a small molecular
cluster, containing only host ions that are perturbed by the defect. If so,
the Fock operator [equations (12.94) and (12.37)] for the cluster must be
modified by adding a term that accounts for the quantum-mechanical
effect of the embedding on the cluster. This question in turn leads us to
a deeper analysis of the problem than we have contemplated so far.
The point is that, if we consider the whole crystal in a rigorous quantum-
mechanical way, we conclude that it has few, if any, eigenstates that are
localized on the cluster region, as implied by our basis set, equation
(12.110), where the index J labelling ionic nuclei is limited to a small
cluster region. Thus, while we might consider, as we shall do, using the
Fock operator for the whole crystal to determine a set of cluster-localized
LCAO-MOs from which to construct the cluster Hartree-Fock wave
function, this crystal Fock operator does not, in general, possess such
cluster-localized eigenstates: see equations (12.110), (12.103) and (12.29),
where ¢;(r) = (r|j). The question which now arises is: If the crystal does
not possess cluster-localized eigenstates, then in what way are cluster-
localized states related to local properties of the crystal?

12.5.2 Approximate partitioning with a localizing potential

From our knowledge of localizing potentials for the Fock equation, section
12.4, we are led to consider looking for a localizing potential A such that the
modified Fock equation for the whole crystal possesses a sufficient number of
at least approximately cluster-localized eigenstates: recall

F'1j) = (F+4p)1J) = &) (12.113)

In equation (12.113) we emphasize that F is the Fock operator for the whole
crystal. What we want, then, is for 45 to form eigenstates {|j)} which are
linear combinations of the eigenstates {|j)} of F, such that {|;)} are as
strongly localized about the cluster region as possible. To be specific,
suppose that the crystal is macroscopic, so that the total number of electrons
Niot = 10%, whereas the cluster region will involve N electrons, with
N < 10°. Then for the eigenstates {|/)} to include N, occupied states, we
would need an AO basis set of at least this many atomic orbitals, distributed
over all the nuclei of the crystal. One would expect that linear combinations
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of such a large number of linearly independent basis functions could form
some, perhaps many, orthonormal combinations that are approximately
localized in the cluster region. We say only approximately localized
because even the large crystal-wide AO basis set is not complete. In any
case, we want to order the modified Fock eigenvalues €; according to strength
of cluster localization. We could then solve approximately the modified Fock
equation for the first N’ eigenstates {|/)}y+ and eigenvalues {|¢;)} 5 using
the cluster-centered basis {|k)}y. This approximate solution would be
more accurate relative to F', equation (12.113), than the corresponding
cluster-localized approximate solutions in the same AO manifold, would
be relative to F. The reason is simply that the eigenvectors being found
from the molecular cluster computation in both cases, (F',|7)) and (F, |;)),
are precisely localized in the cluster with amplitudes that decay gaussian
exponentially outside the cluster, since they are based only on the N AOs
that are centered on sites within the cluster. In other words, only N'-
dimensional matrices are used for F' and F. At the same time, while F’
has many eigenvectors that are approximately localized in the cluster
region, and others that are correspondingly depleted, the original Fock
operator F has few if any such eigenvectors. Thus, while solutions with F
and F' for the whole crystal will give identical total energies, based on a
given AO basis set, the same will not be true for approximate, strictly
cluster-localized solutions for a cluster energy based on traces Try and
Tr'y over the cluster manifold only, using equation (12.127).

We can expand on these ideas analytically. Suppose that F' = (F + A)
for the whole crystal has eigenstates {| )}, a complete set with Ny, occupied,
where N 2 107 is the total number of electrons. Arbitrarily, let us divide
{1/)} into two sets {|/)}o and {|j)},, where {|j)}, consists of the N’ most
strongly cluster-localized elements of {|)}: N' must in fact be equal to the
number of AOs centered in the cluster region. For the moment, assume
that {|j)}, are perfectly localized within the cluster region, where the
cluster region has spatially sharp boundaries, so that {|j)}, are exactly
zero outside these boundaries. Similarly, assume that {|7)}, are exactly
zero inside these cluster boundaries. Then Tr,(O), the trace over the Ny-
dimensional occupied manifold of the crystal, for arbitrary operator O
separates precisely into cluster and embedding parts,

le

Tr(0) = Y _(jlOlj)

Jj=1

={Z<fl0|f>+ > <f/|0|j’>} (12.129)

Jj=1 J'>N'
or
Tr(0) = {Try(0) + Tr,(0)}. (12.130)
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Then from equation (12.98), the total energy E,, of the whole crystal is
Eio = Tro{[hy +%Tr6(ﬁz~pl)] .p}
+Try{[hy +5Tri(hy. p)]. P}
+Try Tty (hy . p' . p). (12.131)

At this point, a further technical question may occur to the reader. In
practice, the analysis of an embedded cluster will include determination of
atomic positions within the cluster, usually variationally. It may also
involve varying the AO basis set within the cluster. Both of these variations
affect the cluster manifold, and with it the embedding manifold. Thus each of
the traces Try and Tr; are different for each change of atomic positions or of
basis set, in equation (12.131). However, if the embedding region is, to good
approximation, unperturbed, then its manifold is essentially unaffected by
variations of the cluster, and it can be approximately determined once, for
use throughout the cluster analysis. In that case the second term in equation
(12.131) will be fixed, and in the third term, Trj(h,.p') will be a given
function of r.

In equation (12.131), &, contains the electron—nucleus interaction [see
equation (12.33)], ranging over all nuclei of the crystal. In order that the
first term in equation (12.131) may represent the cluster energy, it is necessary
to add electrons to the nuclei outside the cluster; a corresponding remark
applies to the second term. We therefore rewrite equation (12.131) as

Eo = Tro{[h + %Tré)(};z . P,) + %Trll (Ez . P/)] .p}
+ Try{[l +3Try(hy. p') + 1 Tro(hy . p)] . p}. (12.132)

In thus separating the total crystal energy into cluster and embedding parts,
we see that evaluation of the cluster energy requires knowledge of the embed-
ding eigenstates as well, in the term T} (h, . p').

Recall that the result of equation (12.132) is based on perfect cluster
localization for N’ eigenvectors of the whole-crystal modified Fock operator.
Since any localizing potential that we are likely to use will not produce this
result, the equation for the cluster energy £ will only be approximate:

E ~ Tro{hy +3Tro(hy. p') +1Tr) (hy . p)] . p}. (12.133)

We persist in writing Tr’(4, . p') in terms of its cluster and embedding parts
Trj and Tr) because, of course, we shall not obtain the solution for the
embedding part from the solution of the cluster modified Fock equation.
The embedding ecigenstates will have to be obtained from calculations
that are independent of the detailed solution that we will generate for
the cluster. Once an approximate solution has been obtained for these
embedding eigenstates, they can be kept fixed in the modified cluster Fock
equation; that is, they will not be updated during the iterative process for
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the self-consistent field. If these eigenstates are taken to be known, and fixed,
then in equation (12.133) the term

Ty (hy . p') . p (12.134)
is a given single-particle operator. Returning to equation (12.33) for Ay, we
note that

1 L=

Iy {szzJ:zJ|rR,| 1}. (12.135)

Here the sum over J includes all the nuclei in the crystal. Let us denote the
combined single-particle terms 4; from equation (12.133), using equations
(12.134) and (12.135), as follows:

_ 1
hy = {_§V2 > Z)[F =Ry
J(cl)

J{— Z Z,|[F— Ry|™! +1Tr’1(/€2.p’) .p:| } (12.136)
J(emb) 2

In equation (12.136), J(cl) and J(emb) refer to nuclear sites in the cluster and
embedding regions. We see that the expression in [] brackets represents
nuclei and their associated electrons, i.e. whole ions, in the embedding
region. In fact, it is the potential V., (r) seen by cluster electrons due to
the embedding region. Thus a point-charge shell-model representation of
the embedding region may be adequate if quantum-mechanical effects are
negligible. If not, some other, quantum-mechanically based approximate
determination of the occupied embedding Fock eigenstates {|7)},, defining
Tr| in equation (12.136), can be used.

We note that the operators p and p’ in equations (12.133) and (12.136)
project onto the occupied manifold of the whole crystal. But in these equations,
the traces Try and Tr; span only cluster and embedding sub-manifolds
respectively. Thus p and p’ become redundant, and will be omitted. Now,
from combining equations (12.133) and (12.136) we have, for the cluster energy,

E ~ Tro{h +1Try(hy)}. (12.137)

We re-emphasize that this formula, equation (12.137), can only be a useful
approximation, representing the contribution to the total energy from the
cluster region, if it is based on whole-crystal eigenstates that separate into
cluster and embedding localized sets respectively. These must be eigenstates
of the modified Fock operator F’, equation (12.113).

In terms of F’', the expression for the total energy, from equation
(12.69), becomes

Ey = Tr{[F = {Tr'(hy . p')] . p} (12.69)
=Tr{[(F' — Ap) —1Tt'(h,. p)] . p}. (12.138)
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Now, from equations (12.125) and (12.57), we can write

AF—Z| 1Al (12.139)

where we do not need to restrict the sums to occupied states, since that is
accomplished by the operator p in equation (12.138). Since {|j)} are a
complete orthonormal set, we have, from equation (12.139) that

Trdy =Tr A, (12.140)

where A is a single-particle operator. The total energy algorithm is then, from
equations (12.138) and (12.140),

Eo = Tr{[(F' = 4) = 3Tt'(hy. p')]. p}, (12.141)
in which
Nlol
Tr(F'.p) = (Zg,), (12.142)
j=1

with ; the occupied eigenvalues of F’, equation (12.113). As in equation
(12.132), we can write E, as the sum of cluster energy £, and embedding
energy E,. From equation (12.141),

E = (E + Ey), (12.143)
E =Tro{F' — A =Tt} (ly) — 1 Try(hy)}, (12.144)
= Tr {F' — A —LTr)(hy) — L Tr) ()} (12.145)

Concentrating on the cluster energy, equation (12.144), we reiterate that, in
practice, Tr} (h,) must be determined from subsidiary computation, yielding
a single-particle operator. This operator, combined with a similar term in F’
(with factor (+1) instead of (— %)) represents the electronic effects from
embedding ions (see equation 12.136)). As in equation (12.142), we now
have in equation (12.144)

N
Tro(F Z (12.146)

the sum of the occupied eigenvalues.

12.5.3 Summary

In summary, local properties in a crystal can be determined computationally
from a localized, embedded molecular cluster, if and only if the total energy
of the crystal can be separated into cluster and embedding parts. Since the
total energy is a trace over occupied states, the occupied states must
divide, at least approximately, into cluster and embedding localized sets. In



228 Theoretical foundations of molecular cluster computations

general this is not the case for the Fock eigenstates. The condition may be
satisfied, however, by eigenstates of a modified Fock operator containing a
localizing potential. The total energy algorithm for the cluster, as well as
those for the embedding region and the whole crystal, are expressible in
terms of the modified Fock eigenstates and eigenvalues. The cluster energy
is given in equation (12.144). The modified Fock equation for the cluster is

F'j) = §lj), (12.113)
where
F' = {h) +Try(hy) + Ap}. (12.147)
In equation (12.147), the single-particle term A, is
_ 1 L B
h1={—§V2—ZZJIr—RJOI 1+Vemb(r)}, (12.136)
J(cl)

from equation (12.136), and the embedding potential Vg, is

- o o= 1 _
Vemb(r) = {_ Z ZJ|V_ RJ| ! +§Tr/1(h2)} (12148)
J(emb)

From equations (12.130) and (12.63), the partial trace in equation (12.148) is
Tri(h) = Y (FF=7"" (1 = P(e,r)]I]). (12.149)

Jj'(emb)
Similarly in equation (12.147), the trace is
Tro(hy) = Y (P = 717" [1 = P(e,)]|])- (12.150)
J'(cl)

Equations (12.149) and (12.150) represent the two-particle cluster-embedding
and intra-cluster interactions, respectively. Also in equation (12.147), the
localizing potential Ay is

from equation (12.125) where A is a hermitian, single-particle operator,
chosen to give cluster-embedding separation for the modified Fock eigen-
states, and the Fock—Dirac density p; from equation (12.57) can be expressed
in terms of the modified Fock eigenstates, as follows:

pr=>_ 1= > 1IN (12.151)
J'(occ) Jj'(occ)

We can prove equation (12.151) as follows. For a given arbitrary vector |3),
write

|ﬁ>:{|ﬁ>occ+|ﬁ>l}? (12152)
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where |3)q and |3), are components in the occupied manifold, and
orthogonal to it, respectively. Then

NGB8 = 18)oces

J'(occ)

and
S G18) = 18ece-
J'(occ)

Thus

{ S-S s o

Jj'(occ) Jj'(occ)

Since |3) is arbitrary, this proves equation (12.151). Because the modified
Fock equation (12.113) has approximately localized eigenstates, a strictly
localized approximate solution in terms of LCAO-MOs will be more
accurate than such a solution for the Fock equation based on the Fock
operator F = (F' — Ay), equation (12.147), where F does not, in general,
have eigenstates that are as well localized.

There remains the central problem of determining a suitable localizing
operator A, equation (12.125). While the author has published a proposed
form for A [Vail (2001)], it will not be described here, because better ideas
will surely emerge before long.

12.6 Correlation

We have discussed in detail the Hartree—Fock approximation, in which the
many-fermion wave function is approximated by a single Slater determinant,
equation (12.19). We have also described a procedure for solving the Fock
equation in the approximation of a finite AO basis, section 12.3.3, thereby
determining the Slater determinant. When, as is usual, the atomic orbital
basis set {|k)}y:, consisting of N’ elements, has N’ > N, then N’ eigen-
vectors a; are generated by the Fock equation (12.106). The AO basis
functions |k) are given in position representation in equation (12.110). This
solution for the Fock equation provides us with a means of improving on
the Hartree—Fock approximation, as we shall see.

Recall the hamiltonian for the N-electron system, equation (12.2), and
the Fock operator, equation (12.94) with equation (12.91). Comparing
these two, we are led to write

|;._r;,|-‘}, (12.153)
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where

Foo [ R L

F(7.r) =15V —Zz,|r—R,| +j; A (12.154)
where we recall that the notation r stands for (ry,r,,...,ry). Examining

equation (12.153), we see that the hamiltonian H can be broken into two
parts, such that some eigenstates of one part are already known from the
solution of the Fock equation. Specifically, let

H = (Hy + H)), (12.155)

where

J

1 ! - =1
Hl:{_ijz, |7 — 7| } (12.157)

If all the eigenstates of H, were known, then H, would form the basis of
a perturbation-theory approach to the Schrédinger equation (12.3). Thus,
consider the eigenvalue equation,

Holyi") = B[, (12.158)

or
! = <w&°)|Ho|¢<°>>
= Z )|, (12.159)

We now recall that the total energy in Hartree—Fock approximation looks
somewhat like the right-hand side of equation (12.159), with equation
(12.154): see equation (12.60) with equations (12.30), (12.33) and (12.37).
In that case, [¢)) is a Slater determinant, equation (12.29). Thus, as in
equation (12.60), but without the factor . 2 1f we consider |’l/)§\>> to be a
Slater determinant, then we have

Z A{[mZnhz Pl 1 (12.160)

But the quantity in {} brackets in equation (12.160) is precisely the Fock
operator, equation (12.94), so that with the Fock equation (12.93), we
have, from equation (12.160),

N N
EY =3 (el = <Z ) (12.161)

j=1 —
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It follows that in equation (12.158), |1/;(A0)> are Slater determinants formed
from distinct selections of N eigenstates of the Fock operator. This of
course assumes that the Fock eigenstates are exact. In that case they are a
complete orthonormal set, as is the collection of all distinct Slater deter-
minants that can be formed from them. We therefore have, in equations
(12.155)—(12.157), along with equations (12.158) and (12.161), the pre-
requisite for a perturbative treatment of the N-electron system, based on
the Hartree—Fock equation.

We now illustrate how many-body perturbation theory generates cor-
rections to the Hartree—Fock approximation. Since correlation is defined
as the difference between the exact solution and the Hartree—Fock solution,
these corrections are called correlation corrections. Thouless (1972, especially
Chapter IV, section 1), has given a brilliant critique of many-body perturba-
tion theory, including the issue of system size dependence (N-dependence);
see also Davidson and Silver (1977). Thouless describes Rayleigh—Schrédinger
perturbation theory. We follow his lead. Let H, be a hamiltonian whose
eigenvalue problem has been solved, as above:

Holy\") = E{" ). (12.158)
Consider the exact solution,
Hlpy) = (Hy + Hy)lhy) = Exhy), (12.162)

from equations (12.155), (12. 156) and (12.157). Expand |¢,) in terms of the
complete orthonormal set {|’(/J)\ )>}

[r) = Z el (12.163)
where -
exa = (W0 19n)- (12.164)
Thus
) = {mlwﬁo)> - X%;cmw&%}, (12.165)

where the second term in {} in equation (12.165) gives the perturbative
correction to |1/1/\ ), for given A. Substituting for ¢y, from equation
(12.164) into equation (12.165):

{1 = @Y ) = S enlwid). (12.166)

NZN

The right-hand side of equation (12.166) i 1s clearly orthogonal to \1/1/\ ). Thus
the operator P, projects orthogonal to |z/)/\ ), where

Py = {1 - )} (12.167)
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From equation (12.167), it follows that

) = {1 [12) + Palay)}- (12.168)

The perturbative correction, P,\WQ in equation (12.168), would be clearer if
. . 0) . . .

it were seen as a correction to |1, ’). This can be accomplished by applying an
unconventional normalization to the exact eigenstate |, ), namely requiring

(W) = 1. (12.169)

With such a normalization, the interpretation of |¢,) as a probability
amplitude is not valid. We shall return to this point in a moment. With
equation (12.169) we have, from equation (12.168),

[a) = {[0) + Paltn) . (12.170)

We can now construct a probability amplitude, with unit norm. From
equation (12.170),

(1= Py = [, (12.171)
Applying equation (12.169) to equation (12.171),

(A1 = Py)y) = 1. (12.172)
Thus, the state vector (¢)| is normalized, where, from equation (12.172),

Wh) = (1= Py [vy), (12.173)

with the normalization of equation (12.169).
We now return to the exact eigenvalue equation (12.162), in the spirit of
perturbation theory, using equation (12.170):

(Hy — E\)[¥\) = —H\[¥y). (12.174)
We solve this formally for E,, using equations (12.158) and (12.169),
W1 (Ho = Exliin) = (W I(EY = Exlibn)
= (B = E\) =~ |H [,
or
Ey = {E{" + (| Hi )} (12.175)

Of course, since we do not know |[¢y) explicitly, equation (12.175) is an
implicit equation for the perturbative correction to the energy E AO .

We similarly obtain a formal, perturbative solution for the state vector.
From equation (12.170),

[a) = {[0) + Palta) ). (12.170)
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We formally solve equation (12.174) for |4, ),
[r) = —(Ho — Ex) ™' Hy[y),
and substitute this for [¢,) in the right-hand side of equation (12.170),
on) = {[W)) + Pa(Ex — Ho) ™" Hil)}- (12.176)

We see here the perturbative correction, linear in H;, but with H; involved
implicitly to all higher orders in E\, and |¢,) in the second term in {}
brackets.

Equations (12.175) and (12.176) can be proliferated iteratively. First
consider |1, ), equation (12.176). For the first-order correction, replace

) ~ [4y)
in the right-hand side, obtaining
A") = (103) + Pa(Ex = Ho) ™ Hy o)) (12.177)
Substitute this for |1,) to get the second-order correction:
)~ {10) + Pa(Es = Ho) ™t H o))
= {18 + PA(Ey — Ho) ' Hy )
+ PA(Ey — Ho) ™' Hy . P\(Ey — Ho) ™" . H )}, (12.178)

In equations (12.177) and (12.178) the orders of H; are still partly implicit to
all orders through the terms in £\. This procedure generates a power series in
the operator O defined by

O\ = P\(Ex—Hy) ' . H,. (12.179)

In fact, we obtain, formally,
) =" 08wy = (10,7 ). (12.180)
n=0

If we now substitute equation (12.180) into equation (12.175), we
obtain, for the energy, the formal expression

Ey=EY + @V (1 - 0,) 7 [o). (12.181)

Equations (12.180) and (12.181) represent the Wigner—Brillouin perturbation
theory. We can eliminate the implicit dependence on E, by approaching
equation (12.170) differently, through the Schrédinger equation (12.162).
Since we do not like having (Hy, — E A)_l in our formulae, we manipulate
equation (12.162) to avoid it. Consider

Hpy) = (Ho + Hy)[hy) = Ex[y), (12.162)
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whence

(Ho = E\)[y) = (Ex = Hy = E)[i). (12.182)
Now in equation (12.182), (E\ — E&O)) is a first-order small quantity, as is H,,
although it contains all higher small orders as well. Thus, we rewrite

equation (12.170), replacing |¢,) on the right-hand side by using equation
(12.182) in the form

) = (Hy — EX) 1 (Ey — EY) — Hy)Jaby), (12.183)
obtaining

n) = {[0) + PA(EY) — Ho) ™' (Hy — Ex+ ED)wn)}. (12.184)

This in turn can be used with equation (12.175) to generate a fully explicit
power series in Hy:

Ey = {E + (0| H [y} (12.185)
The result is called Rayleigh—Schridinger perturbation theory.

From equations (12.184) and (12.185) we obtain first the zeroth-order
solutions:

) ~ ), (12.186)
Ey~EV. (12.187)

In equations (12.186) and (12.187), the solution |w&0)> and E§0> are deter-
mined by the choice of H,; see equations (12.155)—(12.158). If the system is
such that its exact solution [¢,) and E) do not satisfy equations (12.186)
and (12.187) approximately, then the perturbative method will not give
physically correct results. An example of such a case is given in Chapter 14.
We now define the first order solution to come from substituting the
zeroth order solutions into equations (12.184) and (12.185), and the nth
order to come from substituting the (n — 1)st order. Thus, in first order,

)~ {[7) + PA(EY) — Hy) ™' H ")}, (12.188)
Ey = {EY + @ H [0} (12.189)

From equations (12.161), (12.157) and (12.99), we see that this first-order
energy, equation (12.189), is just the Hartree—Fock approximation. Pro-
ceeding to second order, we substitute equations (12.188) and (12.189) into
equations (12.184) and (12.185):

) = {[0) + PA(EY) — Ho) ™ (H, — (1 H, [9))
[ + Py(EY — Hy) ™' Hy [0}, (12.190)

Eym {EY + @ [H ) + (@ [Hy . PA(EY = Hy) ™' i)}
(12.191)
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We note parenthetically at this point that the present formulation is not
satisfactory for |4, ), because of the term in equation (12.190) of the form

— Py (B — Hy) ™ 01 H [ o). (12.192)

Since (1/)&0)|H1\w&0)> is a real number, the operator iE )|1/JE\O>> gives
zero, from equation (12.158), and thus the o?erator — Hy)~ !is singular.
Formally, this can be avoided by replacing £ "y i), with v real, and
then taking the limit v — 0 after all other operatlons have been performed.
An explicit expression for [¢,) in second order can be obtained by the
usual power-series treatment of perturbation theory: see Szabo and
Ostlund (1989), Chapter 6.

We now return to equation (12.191) to obtain the second-order pertur-
bative term in the energy, the lowest-order correction to the Hartree—Fock
approximation. It is

W |Hy PAEY — Hy) ™' H ). (12.193)

If we use the representation of equation (12.167) for P,, along with the
identity 7 in the form

I_Zw;n ) (12.194)

and the fact that |’(/J£,0)> is an eigenstate of H, belonging to eigenvalue E,(70>, we
obtain from equation (12.193)

H
; K _1|§_(0);| . (12.195)
n( A n

Equation (12.195) can be expressed entirely in terms of eigenstates and
eigenvalues of the Fock equation. Since n # A in the summation, there
must be dt least one Fock eigenstate, say |c), in the occupled manifold of
state ¢ that is outside the occupied manifold of state % : see equation
(12.93), with j replaced by c¢. Furthermore, the manifolds A and n cannot
differ by more than two Fock eigenstates, by an extension of the discussion
following equation (12.38). Orthogonality among the Fock eigenstates
requires that (n — 2) of the Fock eigenstates that make up the Slater deter-
minant |¢,\ ) be the same as (n — 2) of those that make up |4, for the
matrix element of each two-particle term in H;, equation (12.195), involves
integration over two single-particle variables.

In fact, the matrix element of H; in equation (12.195) is zero when A and
n differ by only a single Fock eigenstate. We can see this by evaluating the
matrix element for such a case. The proof in its most elegant form depends
on Brillouin’s theorem [Brillouin (1934)], see also Slater (1963, Appendix
4). This states that the total hamiltonian H has zero matrix elements
between such eigenstates. But H; = (H — H,), equations (12.155)-(12.157),
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and from equation (12.158)

Holy) = EX ), (12.196)
SO
WO Ho [0y = EO (|40, (12.197)

Thus, through the orthogonality of \1/)&0)) and |z/)§,0>> with n # A, the matrix
elements of H, are also zero for such states, and so therefore are the
matrix elements of H;.

We now prove Brillouin’s theorem. Suppose, as in equation (12.29),

= Ao (1) pa(r2) - on(r), (12.29)
and
U = Ap.(r)pa(ra) - on(ry). (12.198)

Then, from equations (12.29) and (12.198), with equation (12.2),

N
<¢&0)| Zhl(f/)lw2°>> = Jdrl —drypn(r)ea(r2) - en(rn)]”
j=1

N
X Zh (7) - Alpc(r1)ea(ra) - on(ry)]
=1
= Jdrl er(r)h(r)ec(rr)
= (pillilee), (12.199)
where /; is defined in equation (12.33). Similarly,
I, . .
W15 b Eli)
7!

= Jdrl odrylpr ()2 (r2) -+ o ()]
x %Zl%(’_’}afﬂ) Alpe(r)ea(ra) - on(ry)]- (12.200)

This can only be non-zero if j is equal to one, or if j’ is equal to one. Thus
equation (12.200) becomes

5 Z Jdil dryr oy (r1) ey (1 ) (7, ) [L = Py, 1) (1) (r0)

+2 Zjdn 1@ ()] (e PO = Plejur)ee(r ) (ry)- (12.201)
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Since hy (7, 7') = hy(7',7) and similarly for P, we have for (12.200)

S (gl - Plows) = <sol|{ S (o linll - P>|soj>}|soc>. (12.202)
J(#1) J(#1)

Combining equations (12.199) with (12.200) and (12.202),

W\ | H ) = w{m + D (il (1 - P>|so_,~>}lsoc>- (12.203)
J#1)

But the operator in {} brackets in equation (12.203), with the redundant
restriction j(# 1) removed [see discussion following equation (12.43)] is
just the Fock operator, equation (12.94) with equations (12.33) and
(12.63). Furthermore, |¢.) is a Fock eigenstate with eigenvalue .. Thus
equation (12.203) is

WOHWY = elp1lpe) =0, (12.204)

from the orthogonality of Fock eigenstates |p;) and |¢.). This, with equa-
tions (12.29) and (12.198), proves Brillouin’s theorem. We combine equation
(12.204) with the similar result in equation (12.197),

(| Ho ") = 0, (12.205)
to obtain
W |(H = Hy) i)y = (0 [H |9 = 0. (12.206)

From the discussion following equation (12.195) and the result of
equation (12.206) we see that the second-order perturbative correction to
the Hartree-Fock approximation involves states |¢E\O>> and |z/)510>> that
differ by exactly two single-particle Fock eigenstates. Thus, in general, we
can get |¢,(10)> from |1/)(AO)> by de-occupying two Fock eigenstates, say |¢,)
and |gp), from the occupied manifold of |¢&°)>, and occupying two of
its virtual manifold eigenstates, say |¢.) and |p,). The matrix element in
equation (12.195) is now

WO |H [9Y) = (ab|H\ (1 — P)|ed), (12.207)

with |a) and |b) from the occupied manifold of \1/)&0)), and |¢) and |d) from its
virtual, or unoccupied manifold. In equation (12.207),

|a) = |@a) (12.208)

and similarly for |b), |¢) and |d), and [\")) is not given by equation (12.198),
but rather

90) = {Apr(r1) -+ eelra) - palrs) -+ onlen)}. (12.209)
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Recalling the definition of E(O), equation (12.161), we find the energy
denominator in equation (12.195) to be

(EY) — E0) = (e, + e — €, — €4)- (12.210)
Thus combining equations (12.207) and (12.210) we obtain for equation
(12.195):

(0) 5
H b|H,(1 — P)|cd
Z| | 1|¢<0>\ - ¥ |(ab|H,( )ed ) (12.211)
n(#N) )\ E, ) a<boce) (‘Sa +éEp—E.— 5(1)
¢ <d(virt)

We note that the second-order perturbative correlation correction, equation
(12.211), is negative, because ¢, and ¢, are greater than ¢, and ¢,. Higher-
order corrections quickly become much more complicated, and require
special methods, as discussed lucidly by Thouless (1972). Second-, and
even third- and fourth-order Rayleigh—Schrédinger many-body perturbation
theory correlation corrections are practicable, and are incorporated in
quantum-chemistry-type computations routinely. In many problems, includ-
ing some optical absorption processes, for example, correlation must be
included in order to get quantitative accuracy.

12.7 One-, two- and N-particle density functionals

12.7.1 Introduction

The Hartree-Fock method has two features, at least, that one might wish
to improve on. First, the Slater determinant wave function, equation
(12.29), must have N molecular orbitals ¢;. For most problems, this
means that computations are large, perhaps larger than one might like.
Consider, for example, a molecular cluster (Ba*"),(F~)s embedded in a
BaF, crystal. In that case N = [54 + (10 x 8)] = 134. Matrices of at least
this dimensionality need to be manipulated in obtaining the solution. On
the other hand, rather than knowing all that detail, one might be content
to have a rough picture of the nine ions, representable as a combination
of, at minimum, nine localized functions. Something closer to nine than
to 134 might give a perfectly adequate picture of the molecular cluster,
in terms of particle density. For the analysis of physical properties and
processes, however, accurate total energies are required. One is therefore
led to ask whether a rigorous relationship exists between particle density
and total energy and, further, whether the variational principle can be
applied to determine the density, as is done, for example, in solving the
Fock equation. The other unsatisfactory feature of the Hartree—Fock
method is that it is not useful for problems for which correlation is
dominant, and not very accurate where correlation is significant. One
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would like to have a rigorous analytical approach in which correlation is
not treated as a separate, small correction.

In section 12.7.2 we discuss the so-called density functional formulation
of Hohenberg and Kohn (1964), in which it is shown that the total energy is a
unique functional of the particle density. This is obviously a very powerful
result. The fact that the functional is not explicitly known, however, is a
drawback. In section 12.7.3 we show how to write the total energy of an
arbitrary system, fermions or bosons, with n-body interactions, explicitly
as a functional of a so-called reduced n-particle density matrix. In section
12.7.4 we examine the applicability of this formulation to the many-
fermion system. It turns out not to lead to a simple variational method,
but its attractive features encourage continuing efforts to use it as the basis
of a computational scheme. In section 12.7.5 we show the relationship
between the reduced density matrix (two-particle formulation) and the
single-particle density Hohenberg and Kohn formulation.

12.7.2 Density functional of Hohenberg and Kohn

The many-electron hamiltonian, equation (12.2), possesses eigenstates for
which a particle density p(7) can be identified, equation (12.45):

r) = <¢|Z5(7— ). (12.212)

We concentrate on the ground state [¢). The specific atomic system, and its
ground state, depend solely on the nuclear charges Z; and positions R,
which determine the potential external to the electronic system, Ve (7),
where

Vet (F) Zz,|r—RJ , (12.213)

see equation (12.2). The ground-state wave function ¢, and thus the density
p, are therefore functionals of V.. The converse is also true, namely, the
external potential V., is a functional of the density p. Furthermore, the
total ground-state energy Ej, is also therefore a functional of p. If it is a
unique functional, then one can consider the possibility of determining the
ground state by minimizing the energy with respect to variation of p. We
shall show that V., and therefore the total ground-state energy E,, are
unique functionals of the density p. This is the Hohenberg—Kohn theorem.

The proof is as follows [Hohenberg and Kohn (1964)]. Consider two
physically distinct N-electron systems, corresponding to Ve and V., differ-
ing by more than a constant. The corresponding Schrédinger equations are

H ) = Eo|v), (12.214)
H'[p') = Eg|y'), (12.215)
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where
(H —H)= (V' —-V), (12.216)

where V is the potential energy of the system due to Viy:
N
V=> Veu(F). (12.217)
j=1

Note then that in equation (12.216), ¥ and ¥’ differ by having different sets
of values for (Z,, R,): see equation (12.213). Since |¢)") is the ground state for
H', equation (12.215), we have, from equations (12.214)—(12.216),

W'[H'[Y") < (WIH 1)) = (IHY) + @IV = V)[), (12.218)
or
Ey <{Ey+ (V' = V)lv)}- (12.219)

Now we can write

V=2 VeulP) = Zjdm(ﬂ F)Vex (7)- (12.220)

J

Thus, from equation (12.220),
V) = | VeIl o= r). (12220)
j
From equation (12.212), this becomes
V1) = [ Veu (P10, (12.222)
In turn, using equation (12.222), equation (12.219) is now
Ey < {EO + de’[Véxt(f') - Vext(f')]p(?)}. (12.223)

Similarly to equation (12.218), we can write

(WIH|Y) < (W'[H[Y") = {0 |H'[¢") = @'|(V" = V)]¥')} (12.224)
or
Ey <{Ey— (¥'|V' = V[¥')} (12.225)
which, with equation (12.222), becomes

Ey < {E{) + de’[Vm(?) - Véxt(f')]p/(f')}. (12.226)

Now assume that the ground state density p'(7') associated with Vi, (7) is the
same as p(¥) associated with the distinct potential V,(¥); i.e. assume

o'(7) = p(F). (12.227)
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Then equation (12.226) becomes
By < {Eqot [0 V) = Vi) (12.228)

and combining equations (12.223) and (12.228) we conclude that
(EG + Ey) < (Ej+ Ep). (12.229)

The contradiction expressed by equation (12.229) shows that the assumption
of equation (12.227) is invalid. Thus, a unique density p(¥), equation
(12.212), for the ground-state v, cannot come from two distinct external
potentials, V. (7), equation (12.213). It means that p(¥') is a unique
functional of ¥V (¥), and vice versa, V. (¥) is a unique functional of p(7).
Consequently V', equation (12.217), and therefore the ground-state energy
E, and wavefunction ), are unique functionals of the density p, which we
express as

Ey = Ey[p)]. (12.230)

So far, the seminal result of equation (12.230) has not led to the explicit,
general functional relationship Ej[p]. Nevertheless, it has led to computa-
tional procedures that are, in practice, widely useful in determining the
ground-state properties of a variety of solid, molecular, and atomic
systems. So much so that, in 1998, Walter Kohn shared the Nobel Prize in
Chemistry for the progress that this discovery had made possible. Kohn
shared the Nobel Prize with J A Pople, whose contribution had been in
Hartree—Fock-based computational methods. In the field of computational
quantum chemistry, methods based on the density functional theorem rival
if not surpass in popularity those based on the Hartree—Fock approximation.
In the field of quantum electronic structure computations in physics,
particularly in the US, density functional methods have been dominant.
Much theoretical work has been done, elucidating and refining such
methods. The qualitative difference between Hartree—Fock and density func-
tional methods is that the explicit form used for part of the density functional
is essentially empirical. Pedagogically, the work by Parr and Yang (1989)
serves as an introduction to both the basic theory and the applications of
the density functional method. Beyond that, the relevant literature is
extremely voluminous, and growing. In section 12.7.5 we show a formal
implicit relationship between the particle density p and the total energy,
involving the two-particle density matrix. The utility of this relationship,
however, has yet to be demonstrated.

12.7.3 Reduced density matrices

Let us re-examine the many-particle total energy, with a view to developing
a computational method that does not rely on one, or a few, Slater
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determinants. Let (E, |¢)) be the total energy and its eigenstate,
E = (b|H), (12.231)

where

¢E¢(517£27-~~75N)- (12232)

For H, we limit ourselves to the non-relativistic, field-free, spin-independent
form with two-particle interactions only, as in equation (12.2). We consider
N identical particles, fermions or bosons, for which the symmetry conditions
are, respectively,

Pijw(fh---ﬂiN)::Fw(lla"'aKN)7 (12233)

where P;; is the particle pairwise interchange operator, as in equation (12.6).
For fermions, equation (12.233) is the general statement of the Pauli
principle.

Consider the external, single-particle potential contribution V' to the
energy E, from equation (12.217). It is

N

(WIV]) = Zjdll, s dryyt (- N Vet (F)U(ry, . ry), (12.234)

i=1
where

Ve (F) Zz,|r—R,| (12.235)
Consider an arbitrary term j in equation (12.234). Interchange variables r;
and r in the integration. Then we have Ve (r;) — Ve (7). We can thereafter

interchange r; and r in both ¢* and ¢, introducing the factor (:Fl) = +1 for
either fermlons or bosons. It follows that equation (12.234) reduces to

<¢‘V|¢> = della"'7d£Nw*(ll7"'>£N)V6Xt(?l)w(£1>"'a£N)

= dez-drz, o dry (e, e N) Vel (F)O(0, 12, - y).
(12.236)

Note that in this section the notation r refers to a single-particle space and
spin coordinate, unlike its meaning in earlier sections. The same kind of
result occurs for the kinetic energy, and a similar one for the pairwise inter-
actions. The net result is that the energy can be written

E= NJdK-dK/-d£37"'adKsz*(K?K/aK:ia"'?KN)

X {=AV2 4 V(1) + L (N = Do(r, )} (1 r3, o oyry),  (12.237)
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where
o, r') = [F=F'|"". (12.238)

Equation (12.236), in comparison with equation (12.234), shows that the
total external potential energy is simply N times a single-particle potential
energy. Given the indistinguishability of identical particles, this result
should be obvious: in a many-body system, since all particles are identical,
all must contribute equally to the energy, be it single-particle potential
energy, or kinetic energy, as seen in equation (12.237). Similarly, the two-
body energy is contributed equally by all pairs of particles in the system.
Thus the result of equation (12.237) supports the idea that indistinguish-
ability has been correctly incorporated into the formulation.

The potential energy terms in equation (12.237) simplify further, as
follows:

N j dr . dr' {Vew (7) + 5 (N = Do(r, )}

X JdKSa e 7d£N¢*(Lllal3a ... 7KN) 'w(£7£,al3a ... 7EN)- (12239)

The integral over (drs,...,dry) is simply the probability density of finding
a specific particle at  and another specific particle at r’. Since the identical
particles are indistinguishable, this is not an observable. Rather, we speak
of the probability density of finding any particle (a particle) at 7, and any
other at #’. For N particles there are N(N — 1) specific pairs. We therefore
define the two-particle density p,(r,7’;7,1") as follows:

pa(r,r'sr ')y = N(N — 1) szs, o dey (e s, )

X w(lvﬂ/az?n"'vKN)' (12240)

The notation for p, is more cumbersome than needed because we want to
generalize it as follows:

pa(r,r' q:q") = N(N — 1) Jdm, o den (s, )

X 11[}(272/7[37"'7EN)~ (12241)

Equation (12.241) defines the two-particle density operator py(r,r',q,4"). It
is referred to as a reduced density matrix for the following reason. The
probability density for finding specific particles at (ry,...,ry) is

W =4 (1 e i) r)
= (1 vl ) (12.242)
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From equation (12.242) (|¢)(+|) is identified as the N-particle density operator.
In a matrix representation, it is referred to as the N-particle density matrix. If it
is averaged (integrated) over (N —2) particles, as in equation (12.241), it
becomes the two particle reduced density matrix, or, more simply, the two-
particle density matrix. The two-particle density matrix is sometimes defined
without the normalization N(N — 1) given in equation (12.241).

Returning to equations (12.237) and (12.239), we see that the total
energy E can be expressed in terms of p,, equation (12.241), as follows:

E = Jdg.dg/Jdg.dc_]' b(r—q)(r' —q)

X {(N = 1) [=1Vs + Ve (@)] +30(g,4)}oa(r. 11 4,9"). (12.243)

We thus see that the total energy is an explicit linear functional of p,. This
remarkable result was apparently first discovered by Husimi (1940).

The complexity of having a function of four variables, p,(r,r’; ¢,¢"), is
only apparent. In fact, equation (12.243) simplifies as follows: o

E= { Jd[.dg(N —1)7'8(r — ¢)(—3V) Jdllpz(l,f/;g,ll)
+ Jd[(N — 1)‘1 Vet (I) sz’pz(z,z';z,zl)

+;Jdr.dr’v(r,r')pz(r,r';r,r’)}. (12.244)

Thus the term in v has p, dependent on only two variables, r and r’. As we
saw earlier, in equation (12.222), the term in Vi, is

sz Ve (r)(N = 1) sz' pa(r ', r') = sz Vet (F)p(r), (12.245)

where p(r) is the density of particles. Thus,

p(r)=(N-1)" Jdg’pz(z,z’;z,z’)

= Nszz drs, ..., dryy" (10,13, 1) (1, 12,13, .. Ty). (12.246)

The second line of equation (12.246) comes from the definition of p,,
equation (12.241). Correspondingly, we define the first-order, or single-
particle reduced density matrix, p,(r, ¢), as follows:

pi(r;q) = NJde, v dry (o, e N)U(G T, )

=(N-1" sz’pz(z,i_";g,z’)- (12.247)
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From equations (12.247) and (12.246), we see

p(r) = pi(r;1). (12.248)
It follows from equation (12.246) that

szp(z) =N, (12.249)

from the normalization of . Equation (12.249) is, of course, required from
the definition of particle density in an N-particle system. Finally, combining
equations (12.244), (12.245) and (12.247),

£ = [ar] [aq8( - )1 Tn(z0) + Vealodoto

1
+Ejdr’v(r,z')pz(r,z’;r,r’)}. (12.250)

Thus E is a linear combination of explicit linear functionals of p; and p, [see
equation (12.248)]. Basically, there is only one physical constraint on this
system, namely that the number of particles should be N. From equations
(12.247)~(12.249),

NN —1) = Jdtdz'pz(z,z’;z,z’). (12.251)

This expresses the constraint in terms of p,, compatible with the energy
functional, equation (12.243). Other constraints, such as given total spin or
given total angular momentum, can be expressed in terms of p,, analogous
to equation (12.251).

The derivation of equation (12.243), leading to the two-particle density
functional for a system of N particles with two-body interactions, generalizes
to a similar linear functional of the n-particle density for systems with n-body
interactions. We reiterate these results are equally valid for bosons and
fermions.

12.7.4 The many-fermion system

Since we have an explicit energy functional in terms of p,, equation (12.143),
and a corresponding constraint, equation (12.151), we might consider the
possibility of applying the minimum-energy variational principle. In practi-
cal terms, we might consider also an expansion in terms of a complete set
of atomic-like orbitals, as in equations (12.103) and (12.110) for the
Hartree—Fock approximation. In practice, an incomplete set would have to
be endured. Denote such a set { f(r)}. Then

p2(t,rs4,4") = D G LS (@) (@), (12.252)

AN gt
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for an arbitrary function of four such variables. In our case, for fermions, the
Pauli principle requires the following constraints:

pa(r,r'5q,4") = —pa(r' riq,4") = —pa(r,r's 4’ q) = pa(r' 154" q). (12.253)

See the definition of p,, equation (12.241), and the requirement of the Pauli
principle, equation (12.233). The constraints of equation (12.253) can be
satisfied by introducing antisymmetrical pairs of single-particle functions:

(e, ey =27 P LA () = A )] (12.254)

Such pair functions are sometimes called geminals. From equations (12.253)
and (12.254) we now have

p2(r,r'30,0") = Y el (6 Ve (a,4). (12.255)
AN gl

In fact, since

S, r') = =fualr, 1), (12.256)
we can, without loss of generality, write equation (12.255) in the form
p(rr'ia,q) = Y e S V(4. 4)). (12.257)
A> N u>

In equations (12.252) and (12.257), note the distinction between ¢,,/,,, and

COAN -

We now substitute the Fourier expansion for p,, equation (12.257),
into the total-energy and normalization equations (12.243) and (12.251)
respectively. The result is:

S

E= Z c/\)\’p,p.’h)\X/L//a (12258)
A> N>
NIN=1)= > e, (12.259)
A>N >
where

h/\)\’;m’ = J.dﬂdl/f,\)\’ (Kal/){(N - 1)_1 [_%v2 + Vext(l)] + U(Lf/)}fm/(ﬂfl)v
(12.260)
P = szdz’mr(z,z’).f;wf (r,r). (12.261)

Several features of the formalism developed here are of interest. First,
there is no self-consistent field problem. Second, there does not appear to
be a requirement that an approximation scheme must be based on any
minimum number (greater than two) of basis functions f(r). Third,
correlation is not identified separately. However, upon examining equations
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n.%=NN-1)

Figure 12.1. Illustrating hyperplanes for many-electron energy and normalization in
Fourier coefficients x of the two-particle density: see equations (12.262) and (12.263)
and associated discussion.

(12.258) and (12.259), insuperable difficulties emerge. We naturally think of
applying the variational principle to the energy E, by varying the coefficients
Cavpu's to obtain minimum energy, subject to the constraint equation
(12.259). This does not work out, because, in the space of variables cyy,,’,
to be taken of finite dimension for practical computation, equations
(12.258) and (12.259) are hyperplanes. If we consider the set of independent
variables {c,y,,} as defining a hyperspace, denote the vector {cyy,,'} by x.
Then equations (12.258) and (12.259) take the form

h.x=E, (12.262)
n.x=N(N-1). (12.263)

Equations (12.262) and (12.263) are represented schematically in figure 12.1,
in which the hyperplanes are represented as planes in three-dimensional
space and are viewed edge-on. For fixed n, the plane defined by its non-
unit normal n# and by N(N — 1), is fixed. We have

(%)ﬁ,zszf_l):dl, (12.264)

where d; is the perpendicular distance of the plane from the origin O.
Similarly, for given E the plane defined by its non-unit normal 4 and by E
is shown. In general, the two planes intersect in a line perpendicular to the
plane of the page, i.e. perpendicular to the plane of / and n, and this inter-
section fails to determine x uniquely: x may lie anywhere on the line.
Furthermore, there is no minimum value of E required to satisfy these
equations: £ may become negative more than any finite negative number,
and still have the planes intersecting. In two dimensions, the value of x is
unique, but possible values of E are still unbounded below.

The question of appropriate additional constraints is still unresolved,
after more than sixty years, although it is still very much a question of
lively investigation. This is most eloquently illustrated by the recent
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volumes by Coleman and Yukalov (2000) and by Cioslowski (2000). An
important earlier source of detailed information on reduced density matrices
is the book by Davidson (1976). We can see the nature of the outstanding
problem from one point of view by re-examining the definition of p,,
equation (12.240), and the role of the Pauli principle as we have introduced
it so far, equation (12.253); see also equations (12.5) and (12.6). We have

pa(r,r'iq.q") = N(N — 1) Jdtg, o dry (e s, )

XT/’(Q7Q7£3>-~~;KN), (12265)

pa(r,r'iq,q") = —pa(r'riq,q") = ;154 q). (12.266)

The problem is that equation (12.266) would be satisfied by a wave function
(r,r',rs,...,ry) that is not antisymmetric in the variables rs,...,ry. The
problem of analytically representing the additional constraints needed to
fully satisfy the Pauli principle is called the N-representability problem. The
further practical problem is to correctly include Pauli-principle effects in a
viable, efficient computational approximation.

The formulation presented in this section has been presented because of
its elegance, and because of the hope that the N-representability problem can
be managed in such a way that the apparent advantages of the formulation
can be realized in a computationally efficient manner.

12.7.5 The density functional and the two-particle density operator

In section 12.7.2 we discussed the theorem of Hohenberg and Kohn, that
the ground-state energy E, of a many-body system is a unique, unspecified
functional Ey[p| of the single-particle density p(#), equation (12.212); see
also equation (12.230). In section 12.7.4 we saw that the total energy is an
explicit linear functional of the two-particle density p,, as in equation
(12.243):

E=Wip). (12.267)

Furthermore, the single-particle density p is an explicit linear functional of
P2, from equations (12.247) and (12.248):

p = plpal- (12.268)

The relationships of equation (12.267) and (12.268) may provide a frame-
work within which a fruitful re-examination of the Hohenberg-Kohn
theorem can be conducted. equation (12.243) is of the form

E= Jdldl/dﬁdil'h(z,z’;%ﬂ')ﬂz(z,z’;g,g’), (12.269)
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and equations (12.248) and (12.247) can be combined in the form

p(r) = (N=1)"" sz’dgdg’é(g —1)é(q" = "pa(r,r' q,4). (12.270)
Equations (12.269) and (12.270) show the formal, implicit integral relation-
ship between the total energy E and the single-particle density p, both as
explicit linear functionals of p,. This lets us see clearly why, to date, no
explicit form of the Hohenberg-Kohn density functional has been found.



Chapter 13

Paramagnetism and diamagnetism in the
electron gas

13.1 Introduction

Magnetism is a subject of great scope, both in variety of phenomena and in
theoretical challenges. In this chapter we limit ourselves to two of the latter:
paramagnetism and diamagnetism in the electron gas. The electron gas is an
oversimplified model of conduction electrons in a metal. Paramagnetism
represents the tendency of electron spin magnetic moments to align with an
applied magnetic induction field, making a characteristic contribution to the
magnetic susceptibility of the system. Diamagnetism represents the fact that
electrons in such a field have orbits whose perpendicular projections are
circular, and the resultant current loops make a different contribution to the
magnetic susceptibility. The treatment of electron paramagnetism is
presented here in section 13.2 as a particularly instructive application of
quantum statistical thermodynamics. In section 13.3, diamagnetism is dis-
cussed, where the quantization of electron orbits in a magnetic induction
field, section 13.3.2, results in a spectacular change in the topology of the
Fermi surface, sections 13.3.3 and 13.3.4, attended by periodic variation of
the magnetic susceptibility as a function of magnetic induction field: the De
Haas—van Alphen effect (section 13.3.5). A well-known but nonetheless
surprisingly simple relationship between low-temperature paramagnetic and
diamagnetic susceptibilities is arrived at in section 13.3.6. For paramagnetism,
I have expanded some details of Huang’s presentation (1967, especially sections
8.1, 8.3,9.6, 11.1 and 11.5) in his excellent work on statistical mechanics, and
for diamagnetism I have similarly adopted Pippard’s elegant discussion at
the 1961 Les Houches Summer School [Pippard (1962, p. 11, section I1A)].

To study the subject of magnetism in a more extensive and balanced way,
the reader might consider, among others, the following: van Vleck’s (1932)
timeless, lucid exposition of susceptibilities; Morrish’s (1965) still relevant text-
book; White’s (1983) theoretical outline; Mattis’s (1987) coverage of some
modern topics; and Majlis’s (2000) contemporary textbook.

250
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13.2 Paramagnetism of the electron gas

13.2.1 The total energy

Consider a metal where the conduction electrons, in their interaction with the
periodic field of the rest of the crystal, may be approximated by free non-
interacting electrons with effective band mass n1, [see for example Grosso
and Pastori Parravicini (2000, Chapter I, section 6)]. The electrons have
intrinsic magnetic moment i, according to Dirac electron theory [see for
example Sakurai (1967, section 3.3)] given by

ﬁ:—(ﬂ)&, e>0, (13.1)

2m

where & are Pauli spin matrices. Consider a uniform, time-independent
magnetic induction field B in the z direction,

B = Bé,, (13.2)
where B = |B| and é; is a unit vector in the z direction. Then
- 1 0
&.B:a3B:(O 1).5’7 (13.3)

using a representation of the Pauli matrices in which o3 is diagonal [see for
example Sakurai (1967, p. 80, footnote)]. Thus the interaction energy of
the electron’s spin magnetic moment with the B field [see for example,
Greiner (1989, chapter 12)] is

—ii. B = pyBos, (13.4)

where g = [efi/2m] is the Bohr magneton. The hamiltonian for the N-
electron system in such a B-field is

= Z{ p,—l—eA( 7)) +H’BBUSJ'}7 (13.5)

where (p;,7;) are canonical momentum and position vector operators of
the jth electron, and A( ) is the vector potential [see for example Goldstein
(1980, p. 346)]. For a sufficiently weak field, B ‘small’, the term in 4° in
equation (13.5) may be neglected.

Apart from the terms [ pj2 /(2my,)], consider the remaining terms, in
expectation value,

{L.g.<ﬁ.2+z.ﬁ>+u33<ag>}- (13.6)

We take (o3) = 1. Also,
(VxA)=8B (13.7)
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Let us estimate (5. 4+ A .7) as follows:

—

<5.A’+A.ﬁ>~2(mbvav).3( f )mZBh. (13.8)
MpVay

This is done on the basis that the partial derivatives in (V x 4 ), equation
(13.7), render A in the expectation value to be of order B/(5/h), on the
basis that p = —inV, and assuming that p in the expectation value contri-
butes of order my|v,,|, where |U,,| = v,, is some average value of the speed
of an electron in the N-electron system. Actually, of course, we know that

" y
U/:—(p/+€A(rj)). (139)
my,
Substituting equation (13.8) into equation (13.6), we have
e Beh my,
13.6) ~ < —— .2Bh By=—<1+— 13.10
T e (13.10)

where we have used equation (13.1) for pg. Thus the term in <13’ A+A.p)
will be negligible relative to the term in (o3) in equation (13.6) if

my, > 2m. (13.11)

We assume this to be the case, and so consider the effective hamiltonian

H= Z{ v +uBBagj} (13.12)

The magnetic property of such a many-electron system is called para-
magnetic. As we shall see, it simply represents the tendency of free electron
spin magnetic moments to align with an applied B-field. The discussion of
section 13.2 is largely based on that of Huang (1967), especially his sections
8.3,9.6, 11.1 and 11.5.

We can easily determine eigenstates of this paramagnetic hamiltonian,
equation (13.12). They are Slater determinants [see section 12.2.1, equation
(12.19)] consisting of products of single-particle states ¢ that are simul-
taneous eigenstates of p* and of o3. Let the eigenstates of o3 be denoted 17,.
Then, from equation (13.3),

o3y = sny — 5 = £1 (13.13)

i () - (0) o

Let the eigenstates ¢ () of p* be determined subject to Born—von Karmann
boundary conditions (see section 7.5.1). Then

and

pe(F) = Q2T (13.15)
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where
2
0=1% kK, :’T—L” ny=0,+1,42,..., a=123.(13.16)
The single-particle eigenstates of equation (13.12) are then
or in Dirac notation |k, s), where
Pk, s) = BK|k, s) (13.18)
and
o3|k, s) = s|k, s). (13.19)

Correspondingly, the single-particle eigenvalues ¢ are

2k?
€y = (Zn +,uBBs> (13.20)

An N-electron eigenstate and the corresponding N-electron eigenvalues
contain a set of N or fewer distinct k-values: N if all are of the same spin,
fewer if some k values occur with both s = £1. We can write the total
energy Ey simply in terms of the occupancy, one or zero, in each single-
particle state |k, s):

) (1°K ) (1K
EN:ZnEsglis:Z n; 2—+MB +n; m_NBB , (13.21)
ks k

where n](; ) = =ngy, is the number (zero or one) of electrons in |l€7 +1). We
define the total number N*) of spin-up or spin-down,
&) — (&)
= Z e, (13.22)
K

and require the constraint upon equation (13.21) of total number of
electrons N,

N = (ND 4+ N, (13.23)
Then equation (13.21) simplifies to
BIEN +) _ N0
Ey = {Z(nk + )%JruBB(N - N )}. (13.24)

From equation (13.24), we can see that a many -electron eigenfunction can
be specified by a set of occupation numbers {nﬂ }, subject to the constraint
of equation (13.23) with equation (13.22). There are degeneracies among the
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possible eigenvalues:

Ey = Ex({nt}). (13.25)

13.2.2 'The magnetic susceptibility

The magnetic susceptibility is a measure of the tendency of a material to
acquire a magnetic moment in the presence of an applied magnetic induction
field. We define the magnetic susceptibility as

oM,
Ho 9 B“g )

a second rank tensor where i is the permeability of free space, and M is the
magnetization, i.e. the induced magnetic dipole moment per unit volume.
For a linear isotropic material,

M=2ng
Ho

where ,, is a scalar, and more generally:

oM
Xm = ,u‘Oa_B (1326)

These matters are reviewed, for example, in Reitz ef al. (1979), sections 9.5
and 9.6. For a specific state, characterized by {ng)} as in equation
(13.25), the magnetization is

M=—FB(N® Ny = JL; QN — N), (13.27)

where we have used equation (13.23).

We wish to apply equilibrium statistical thermodynamics to determine
the dependence of M on B [see equation (13.26)] as a function of tem-
perdture For this g)urpose we shall need to know the thermal average
values N and N, We begin with the partition function Q of the system,

Ox = > exp[-BEN({n})], (13.28)
)

where 3 = (kgT)™', kg is Boltzmann’s constant, and T 1s the Kelvin tem-
perature. We shall use equation (13.24) for EN({nA }). In equation
(13.28), the prime on the sum limits it to the cases

nE) =0orl, Z(HSL)—&-H;:)) =N, (13.29)
K

Z”/(;) — N, anj =N = (N = N, (13.30)
k
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Using equation (13.24) in equation (13.28), we have

/
Oy = exp(ﬁuBBN)Z exp(—2B3ug BN')
N

" K () = K
x; exp _ﬂZTmb"P z(; ﬂZ—na . (13.31)
A'Jr k e

In equation (13.31) Y’ ranges over 0 < N < N, and " and 3" ar
subject to the two constraints of equatlons (13.30). The last two factors in
equation (13.31) are of the same form QJS,), where

0) h2k2
Oy = exp BZ (13.32)
{ng}

In equation (13.32), the symbol {n} refers to a particular set of values of n;
for all k that satisfy the restrictions

ZnE:N', ng=0orl. (13.33)

In terms of the notation of equation (13.32), the partition function, equation
(13.31) becomes

N
Oy = exp(BunBN) 3 exp(=26:BN IO O] - (1339
N =1

Now Qy, the partition function, is related to the Helmholtz free energy
Ay (Q, T) by the relationship

InQy = —BAN(Q, T); (13.35)
see Huang (1967), section 8.1. Let us define A(O)(N) by

1
4O :_Bangg) = 4O (). (13.36)

Then, from equations (13.34) to (13.36), the Helmholtz free energy per
particle is

—A(Q,T)=——1nQy

1

NG

{MBB——anexpﬂg ]}, (13.37)
NB L

where

g(N) = {2 BN — 4O(NH) — 4Oy — N, (13.38)
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Now in equation (13.37), the (In ") term is of the form

In (f: x,,). (13.39)

n=0

Let x,, be the largest of the values of x,. Then

In (zj_vjox) - ln{xM (1 + Z’;—A) }
- {1n(xM)+1n(1+Z’;“—;)}. (13.40)

n

Now all of the terms summed in the second term of equation (13.40) are less
than or equal to one. In the term Y, the prime indicates a sum over only N
terms. Thus, for large N

In( 1 ") < 1) ~ In(N). 13.41
(14X 2 ) S 1)~ ) (1341
It follows from equations (13.40) and (13.41) that
N
In (an> = In(xy) + O(In N), (13.42)
n=0

where O(N) indicates ‘of the order of N°. We now return to equation (13.37),
and identify N'* as the value of N*) that maximizes g(N'™). Applying the
results of equations (13.39)—(13.42), we have

%A(Q, T) = {—MBB - Niﬂ In[exp(Bg(N"))] — Niﬂ O(In N)}. (13.43)

From the definition of g, equation (13.38), we see that equation (13.43)
reduces to

1 1 _ _ _
SAQT) ~ —ppB— ek {—2ug BN — AONT) = 4Oy - Nh

)
2 Lo~ _
- {MBB<1 - NT> + oy O A0 - N<+>]},

(13.44)

where in equation (13.44) we have neglected the small term O(N InN ) from
equation (13.43). In equation (13.44) we see contributions to (N_IA) from
spin-up and spin-down parts of the system in the absence of magnetic
induction field B, plus the B-dependent contribution.

We now observe that the equilibrium value of N will minimize the
Helmholtz free energy 4 under the given conditions of temperature and
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field. Thus N is determined by

1 94  2usB 1 (049N _

(13.45)

having used equation (13.44) for A. From equation (13.45) we have A

determined by

{aA“’) (N 04O - Ny

— — = —2ugB. (13.46)
oN'" (N — N }

We recall from equations (13.36) and (13.32) that A4 (n) is the Helm-
holtz free energy of a gas of n fermions all of the same spin. From classical
thermodynamics, we then have

94% (n)
S OR 1 (n), (13.47)

where /,L(()) (n) is the chemical potential per particle. From equations (13.46)
and (13.47) we then have

{HOND) — O (N~ N} = 2. (13.48)

The left-hand side of equation (13.48) is simply the difference in chemical
potential between spin-up and spin-down particles in our original Fermi
gas. When the solution for N is substituted for N in equation (13.27),
we obtain the magnetization as a function of B, whence the magnetic suscept-
ibility, equation (13.26).

13.2.3 Solution at low temperature

It remains to determme the explicit functional dependence of the chemical
potential u © on N in equation (13.48). We approach it from the viewpoint
of the grand partition function, bearing in mind that the system in question is
a Fermi gas of particles all of the same spin. According to Huang (1967),
section 8.3, the grand partition function Q is

Z 0V exp(N3uY). (13.49)

With equation (13.32), this can be written as

= i N Z/exp <—ﬁangsE>. (13.50)
k

N=0 {ng}
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In equation (13.50), we have substituted

z = exp(Bu”), (13.51)
k?

Also, the prime on the sum indicates that the possible values of n are limited
to zero and one, such that

> mg=N. (13.53)
K
Equation (13.50) can therefore be written as

0= i ST lzexp(=se)™. (13.54)

N=0 (ngd R

Now the double summation contains all sets of n; adding up to N =0,
N =1,... to infinity. The product is of the form

JJIERkE (13.55)

k

Thus in the double sum in equation (13.54), each term contains as many
factors as there are k values, see equation (13.16), but the powers of x;
that occur span all possibilities n =0, 1,2, ..., 00. Thus equation (13.54) is

0 =[Jlxp)" + (xp)") = [T {1 + zexp(=Bep)}. (13.56)
3 I3

We now obtain the thermal average N of the number of particles.
From equation (13.50) with equation (13.32), the thermal average is

~H _ I vy _ 0
N = SN0 =" 1o 13.57
Q Nz::o N Oz ( )
From equation (13.56) this becomes

N — Zaazln{n 1+ zexp(—ﬁflﬂ}

k
— Z% {zk; In[l + zeXp(—ﬁflg]}

. exp(—Pe;)
o Z [1 4 zexp(—fBep)]

K

1
2 o T 1 (1358
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We convert the sum to an integral,

Zn Jd kd(k)a(k) (13.59)
where the density d(k ) of points in k space is
-1
q (2@1 Q
dk)=|—"— =—=. 13.60
&= -om (13.60)
From equation (13.58) we identify the thermal average ﬁ(lg ) of the particle
distribution,
272 -1
nk) = [zl exp (ﬂzhmlz > + 1} . (13.61)

From equations (13.59)—(13.61) we have

- Q oo 5202 -1
N = —347TJ0 dk i {zl exp (ﬂ ) + 1}

(2m) 2my,
- 29? @25)3/2 J:O dur-""exp(u?) +1]7, (13.62)

where
W= ﬂ;,::z : (13.63)

Equation (13.62) gives V'™ as a function of z and (3, or from equations
(13.51) and the definitions

z=exp(Bu),  B=(ksT)", (13.64)

we have N as a function of T and chemical potential ,u(o) Inverting that
relationship would give u( ) as a function of N and T, from which
equation (13.48) could, in principle, be solved for N as a function of B
and T. We proceed to carry out this process in the low-temperature approx-
imation in this section, and at high temperature in the next section.

First we rewrite equation (13.62),

A3N(+) 4 Joo _ 1
Q VT

du*z  exp(u?) + 1], (13.65)
0

where

2 N 1/2
A= (2@ ﬂ) . (13.66)
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From equation (13.64), define

(0)
W
_— 13.
T (13.67)
so that z = ¢”, and the integral in equation (13.65) becomes
J durllexp( — )+ 117, 1= — ), (13.68)
0
= L dt%(t + ) Plexp(t) + 117, integrate by parts
=34 3+ ) exp(n) + 117
213 _
2> 3/2 -2
2| de Dl + 17 explr)
1(>® . (t+v)7?
_—J al (13.69)
3J-v (e + 1)

In equation (13.69) we have used the result, verifiable by using L’Hopital’s
rule twice, that

. (14 v)?

Relating to equation (13.69), consider

—v 3/2 ¢ 0 3/2 v —v

t
J JEnTe : :J 228 e, y=(i+v). (13.71)
—00 (et + 1) —00 [@(} v) + 1]

Now for small 7', v = B,LL(O) is large, so the integral in equation (13.71) is

negligible. Thus equation (13.69) is approximately

1 00 t 3/2 t

—J gLt e. (13.72)
3 ) (e +1)

Now, for large v,

3/2 2

32 _ 32 ! 32 3¢ 31
t = 1+- = l4+=—+=-—+--- 13.73
(t+v) v ( +1/> v { tootg et ( )

for ¢t < v. Furthermore the integrand in equation (13.72) goes to zero as
t — +oo. Thus we may write, approximately for equations (13.69) and

(13.72),
1 3/2J\OC dlet _]/23Jw dtlzet }
- — i /= 13.74
3{” @12 B @1y (13.74)
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to second order, the first-order term being zero because its integrand has odd
parity, and the region of integration is symmetrical. The first integral is

Fw@%y:ﬁd[ﬁ} =1 (13.75)

The second integral may be transformed into a Riemann zeta function, as

< drie d [ [ -1
———=1lim—<2| dtt|——
[ eririman 2] o]
.0 2 (*° duu

Now, from Jahnke and Emde (1945), p. 269, the Riemann zeta function ¢(n)
is

1 1 0 dy !
= 13.77
() (1 —2t=m (n—l)!Jo (e"+1)’ ( )
whence
*© duu
2)=2 13.78
(@ =2 S (1378
and equation (13.76) reduces to
> dre
—— =2((2). 13.79
J—oo (e +1)? @) ( )
From Jahnke and Emde (1945), p. 272,
221
) =—"re—=—. 13.
(D=Tr5= g (13.80)

Thus combining equations (13.65), (13.69), (13.74), (13.75), (13.79) and
(13.80), we have

AN 4 1 4 71'2

— /2 -1/2

—=— vt —v . (13.81)
Q ﬁ3{ 8 }

We solve equation (13.81) first in lowest order,

NN 4

B 13.82
) NG v (13.82)

Now in equations (13.58) and (13.59) we introduced the quantity
A== exp(Bep) + 1] (13.83)

which from equation (13.59) has the meaning of the thermal average of ng,
the number of particles in state k. We also recall from equations (13.64)
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and (13.67) that

z=2¢". (13.84)
Thus
A= [exp(Bep —v) + 1]\ (13.85)
From equation (13.67),
v=0u"Y, (13.86)
so equation (13.85) is
Az = {expBleg — p )] + 13 (13.87)

From equation (13.82) with equation (13.86), we evaluate u(o):

— 2/3
0 _1 )\3N(+)3ﬁ /
m=3 40

272\ 37NN
N ( my, )( 4Q )
2/3

» (6N

where we have used equation (13.66), the definition of ), in the first step of
equatlons (13 883 In the limit of low temperature, 77— 0, 3 — oo, we
denote u by EF , the Fermi energy,

2
O _ 1" 2 023 1
€y S, (67 p™) (13.89)
where
~)
N N
}‘510< Q ) Q- "> (13.90)

the particle density. Then equation (13.87) for the occupation numbers 7 at
T = 0 becomes

= Jim {exp e — <))+ 1)

=0 fore> EQ),

=1 forg <el. (13.91)
From equation (13.89), we denote the quantity
(67°p ") = k), (13.92)
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the Fermi wave number. For particles all of one spin, it is the largest occupied
value of |k |. We can see this as,

k((l)
J " PkdOF) = N, (13.93)
0
whence from equation (13.60),
i (0)3
N:47TJ dkk2[<29 3} :Q%kFT (13.94)
0 ) ™

in agreement with equation (13.92).
Now returning to equation (13.86), in zeroth order, in the limit 7" = 0,

O —kyTv=c9 (T =0). (13.95)

This shows clearly that for low temperature, v is large. Referring to equation
(13.81), we had, to second order,

NN 4 ; 2
~— P 13.
a9 N & < +8 > (13.96)

Now N( is determined, in non-zero field, from equation (13.48). To get v,
or ,u ), from equatlon (13.96) in terms of N N , we approximate the second
order term, myv “,at T =0,

2 2 2
T 7r kBT>
—2z—(—0 , (13.97)
82 8 \ 0

having used equation (13.95). We then solve equation (13.96) with equation
(13.97):

V3/2 N 3\/—)\3_(+)

~ (13.98)
4|1+~ (feT
g \ .0
F
or
3VANNINT 272 (kg
( B >[1—§§<6>>} (13.99)
F
having used
(1+a) P =~(1-2a), a<l (13.100)

Now, we are considering an electron gas of N electrons that may be either
spin-up or spin-down, whereas eg) ) is determined for electrons all of the
same spin. The density of states d(k) for electrons of either spin is double
that for a single spin, d® (k), preceding equation (13.94), so the Fermi
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wave number kg, from equation (13.94) is

kg = (37°N/Q)/3 (13.101)

and the Fermi energy, from equation (13.89) becomes
€F = Ll (3m°N/Q)*3 (13.102)

F 2mb . .
Thus, from equation (13.89),
0 i’
() = 5 (372N /) = e (2N), (13.103)
b

see equation (13.102). In equation (13.99), with equation (13.66),

3\/7F)\3N(+) 2/3_ 3\/7?N(+> 230528
40 B 40 my,

2
= %(WN(” /) = Bep(2NT), (13.104)
b

having also used equation (13.103). Thus equation (13.99) takes the form

2
~® ~) ! m
V(N ~ Bep (2N ){1_—{7_} } (13.105)
12 | gep (2N
In order to determine N
second term is

, we need to solve equation (13.48), where the

N - Ny = O ), (13.106)

In equation (13.106), we therefore have again the chemical potential for
particles of one spin, namely, spin down. Thus, equation (13.105) can be
adapted, as follows:
_ _ 1 2
y(N-N") = ﬂsp<2<N—N<*’>>{1 ——[ — } }
12 1ger2(v = N'))

(13.107)

Then from equation (13.86), with equations (13.105), (13.107) and (13.48),
we have

{[5F<2N<“> ~cp(2N — 28]

1 (7) 1 1
. - — 2uyB. 13.108
12 (ﬁ) LF(zﬁm) e (2N — ZN”)J } i (13.108)
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We can make equation (13.108) appear more malleable by introducing
()
2N _
r= (T_ 1), N = N(1 + 1) (13.109)
where we note that, since 0 < N < N,
—1<r<il. (13.110)
Now referring to the definition of e, equation (13.103), we see
ep(N(1 7)) = ep(N)(1 £ )3 (13.111)

Thus, substituting equations (13.109) and (13.111) into equation (13.108), we
have

{0 =g [ﬂ%m]

—2,U,BB

N (13.112)

X [(14+1)F—(1- r)_2/3]} =

In equation (13.112), consider first the low-temperature limit, 77— 0,
B8 — oco. Now from equation (13.110), namely the requirement that
N < N, we see that |r| < 1. Thus, we expand as follows:

T+ = Q=P = [+ = (1 =2r )] =4r. (13.113)
Then for equations (13.112) and (13.113) to be consistent with |r| < 1 we

require
—3MBB
—1<r= <0. 13.114
<r= () < (131

The present results will therefore only be valid for relatively weak field, in the
sense of equation (13.114). For still weaker field,

2ep(N)

B< , 13.115
3 ( )
we have, from equation (13.109),
() _
pe (N & (BB (13.116)
N 2EF(N)
or
~& N 3upB
N7 ~—[(1 . 13.11
> (175me0) (347
(+)

We note that this gives the reasonable result that at zero field, N''~ =
N = (v/2).
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For the first-order correction to equation (13.116), we expand

(L4723 (1 =) = 41 (13.118)
With equations (13.118) and (13.113), equation (13.112) becomes

4 1 ™ 17 —2ugB

Rl —=|— ~ 13.119

3’{ E {ﬂep(N)} } e (N) (13.119)
or

—3upB 1 T 1?
~ l——=|—= ¢ 13.120
= sy {2 ] ) (13120

We are finally in a position to evaluate the magnetic susceptibility Yy,
from equation (13.26) with equations (13.27), (13.109) and (13.120). We have

M= —_;;B N = N) = —ppp”r

2 (0) 2
Mo Bf 1Tk T (13.121)
ZEF(N) 12 EF(N)
where recall that pgp, the Bohr magneton is
eh
MU = % )
and
N -
=g B=keT)"

It follows from equation (13.121) with equation (13.26) that the para-
magnetic susceptibility X, at low temperature is

Y 3y Vp [ 1 [7ksT]? (13.122)
P B 2eg(N) 12 [ep(N)] |~ '
This is a parabola, opening downward, as shown schematically in figure 13.1.

In equations (13.121) and (13.122), M and X, are thermal averages in the
sense of statistical thermodynamics. Note also that, in equation (13.122),

hz
ep(N) = T, (372 p )3, (13.123)

from equation (13.103).

13.2.4 Solution at high temperature

We return to the general relationship, for all temperatures 7', for NH),

equation (13.65). From the definition of A, equation (13.66), we sce that
)\3N(+) 1
~ , 13.124
2 (kyT)? )
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Xp

%o(1-YT?)
%o

Figure 13.1. Paramagnetic susceptibility xp of the electron gas (schematic) as a function of
temperature 7, for weak field B < (2¢)/(3ug), equation (13.115), showing parabolic
behaviour xp = xo(1 — 'yTZ) at low temperature and Yp ~ T~ at high temperature: sce
equations (13.122) and (13.136) respectively.

provided, as we expect and as we shall show, N s approximately indepen-

dent of T at high temperature. Thus the integral in equation (13.65) must go
to zero as T — co. Now the integral goes to zero (from above) as z — 07,
Furthermore, the integral increases monotonically with z > 0, and therefore
does not approach zero for any other value of z.

Proof:

{o¢] 2 o0 2u2
aj duuu —J duwe” (13.125)

0z)o (=7l + 1) Jo (e +2)?

Thus the Taylor series expansion of the integral about z = 0 must apply for
high temperature:

2 2 i
J” duu . JOC duwue
—s Rz lim PR
0 (z7le +1) =07 Jo (e +2)
:zJ dusde =Y. (13.126)
0 4
Thus, from equations (13.65) and (13.126),
AN
a~ exp(Bu), (13.127)

having used equation (13.51). Inverting equation (13.127), we have

_ 1, (NN
pONY ~ = In (A ) (13.128)

8 Q



268 Paramagnetism and diamagnetism in the electron gas

Substituting equation (13.128) into equation (13.48), and using the notation
of equations (13.109), we have

NN NN
{ln [57( —i—r)] —In [57(1_0}} = —2uglB, (13.129)
or
In G f’r) — 2upB, (13.130)
whose solution is
1+r
(ﬁ) = exp(—2upfB), (13.131)
;= lexp(—2ugfB) — 1] = — tanh(ug3B), (13.132)

lexp(—2upfBB) + 1]
Now from the first line of equations (13.121), this gives, for the magnetization,
O = 1ipp” tanh(up BB), (13.133)

for high temperature. Thus the high-temperature, paramagnetic suscepti-
bility, ,, from equation (13.26) is

oM 1
Xp = Ho g = popisp"” Bsech(ppB)]* ~ )"

As in section 13.2.3, consider weak field, equation (13.115). Then denote
x = (ufB), and consider

M = —pgp

(13.134)

4
(sech x)? = —
@ e
N 4
[(I+x+i 4 )+ (I —x+i2 )
4 4 1

~ ~ = ~ (1 —x7). 13.135
Q1P Grad) (e Uma) (13139
Thus, in lowest order of weak-field approximation, equations (13.134) and
(13.135) give
_— popip"”
P (ksT)

This high-temperature behavior is shown in figure 13.1, along with the
low-temperature case, equation (13.122). From this figure we can see the
qualitative dependence of the paramagnetic susceptibility of the electron
gas over the whole range 0 < 7' < oc.

(13.136)
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13.3 Diamagnetism of the electron gas

13.3.1 Introduction

We refer back to section 13.2.1, where, in weak magnetic induction field E,
the effective hamiltonian for a system of metallic electrons of band mass
my, 1s given in equation (13.6). In section 13.2 we discussed paramagnetism
based on the approximation of equation (13.11). Paramagnetism arises
from the tendency of the intrinsic magnetic dipole moment of electrons to
align with an applied magnetic induction field, producing magnetization
parallel to the field, and a characteristic magnetic susceptibility, shown
schematically in figure 13.1. We now consider the opposite case:

my, < m. (13.137)

This will lead us to diamagnetic properties. If neither equation (13.11) or
(13.137) applies, then the magnetic properties of the approximately free metallic
electrons will be a combination of paramagnetic and diamagnetic features.

We are familiar, presumably, with the fact that the Lorentz force upon a
charged particle in a magnetic induction field causes the particle to follow an
orbit centered on an axis parallel to the field. The orbit is that of a circular
helix if the particle has a velocity component parallel to the field, and
simply circular if not. The Lorentz force for an electron is

F=—e(¥xB), (13.138)

where ¥ is the electron’s velocity, and B is the magnetic induction field.
Looking along the direction of B, we would see the electron circling clock-
wise, from the right-hand rule for the vector cross product. This constitutes
a counterclockwise electrical current, because of the electron’s negative
charge (—e). Such a counterclockwise current loop is associated with a
magnetic dipole moment oriented in the direction opposite to B. Thus, the
contribution of electrons in an electron gas to the magnetization due to
the Lorentz force is expected to be in the direction opposite to B, and the
corresponding magnetic susceptibility is expected to be negative. It can be
shown that for classical charged particles in thermal equilibrium this, and
all other magnetic effects, are zero, a result known as van Leeuwen’s
theorem. [For a succinct proof, see Ashcroft and Mermin (1976, p. 646, fn.
7.)] In quantum systems, however, the result is not zero, and the effect is
called diamagnetism. In this chapter we shall discuss only the low tempera-
ture limit: 7 = 0. This leads us, in section 13.3.2, to the de Haas—van
Alphen effect, an oscillatory dependence of magnetization on B field. In
section 13.3.3 we obtain the low-temperature susceptibility, and compare it
with the corresponding paramagnetic susceptibility. Section 13.3 is largely
based on Pippard (1962). Other insightful discussions are given by Madelung
(1978, section 2.1.2) and by Huang (1967, sections 11.3-11.4).
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13.3.2 The Landau levels

We now consider the high-field case, for the electron gas, equation (13.5),
omitting the paramagnetic term:

N

HzZ(ﬁ)(ﬁ,——i—eZ(f}))z. (13.139)

Jj=1
We choose a specific gauge, in which
A = Bxé,, (13.140)

where position vector 7 has cartesian components (x, y, z),and é; (j = 1,2, 3)
are unit vectors in the (x, y, z) directions. This ensures that, from equation
(13.140),

(VxA)=Bé =B, (13.141)
with B in the z direction. From equations (13.139) and (13.140),
1 S, .
- %Z (§; + eBx;é,)’. (13.142)
j

Because there are no electron—electron interactions in our effective hamil-
tonian equation (13.142), the total energy at the Hartree—Fock level will be
the sum of NV eigenvalues of the single particle hamiltonian (Fock operator):

| 2
H =— B . 13.143
= g 7+ eBxe) (13.143)
We note that, from equation (13.143),
[p3, Hi] = [p2, Hi] = 0, (13.144)

where [p,, H] is the commutator,

[P, Hi] = (prHy — Hipy), (13.145)

and ) labels cartesian components. Equation (13.144) says that p; and p, are
conserved quantities. Initially, this seems counterintuitive, because the
physical system is cylindrically symmetrical about the direction of B, i.e.:
the z or &; direction, and so why is p, conserved? We defer this question,
remarking only that p' is the canonical momentum, not to be confused with
mv, where ¥ is the electron’s velocity.

In position representation,

7§ =—ihv, (13.146)
and the eigenstates of p; and p, satisfy
papr = hkypy, (13.147)
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whence, from equations (13.146) and (13.147),

o3~ expliksz), oy~ explikyy). (13.148)
The full single-particle eigenfunctions are thus
o(F) = expli(kay + k3z)] f(x). (13.149)

From equations (13.143) and (13.149), the single-particle Schrédinger (or
Fock) equation becomes

]
Hip =7 [p* + eB(pax + xpy) + (eBx) g

1
[p1 + W2 (k3 + k3) + 2eBxhik, + (eBx)*]p = e, (13.150)

~2m,
where ¢ is the single-particle energy eigenvalue. With equation (13.149), this
reduces to
1 2 m f 2
hk k3 +k
{2mb171 (mb>< 7) 2x+2 (k2 +3)
1 eB
= = . 13.151
() (&) ehro =g (13.151)
We now introduce the cyclotron frequency w, (actually, angular frequency)
for a free electron:
B
we = (e—) (13.152)
m

Then equation (13.151) becomes

1 1 2
— oy () 2 (% iy U p
2my, 2 my, ny,

= {g 5 b(k2+k2)}f (13.153)

For the terms in x> and x on the left-hand side of equation (13.153), complete
the square, as follows:

1
<§ mpwex® + &chk2x>
2 2,2
= lmbcf)c X 42 Lkg X+ hk% (I
2 MpWe MpWe 2Wlb

L, (1R
= {2mbwc(x ) (2Mb . (13.154)
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In equation (13.154), we have introduced x" in terms of x,, and @, where

7
(DC:ﬂwc, x' = (x+xp), Xo = ( 1k3 > (13.155)
iy, MpWe
Now, in equation (13.153),
.0 ., 0
Thus equation (13.153) with equations (13.154)—(13.156) becomes
1 /N2 1 ~2 0 N2 l hzk% !
_— — ¢ =le——2)g( 13.1
{000+ 3t et = (= 502 )ate), (131s)
where, through equation (13.155),
g(x) = f(x). (13.158)
The left-hand side of equation (13.157) contains the hamiltonian of a
harmonic oscillator on the x-axis about the center x = —x,, whose eigen-
values are
k3 1, -
<€W§) - (n+§>hw0, n=0,1,2,..., (13.159)
whence the single particle energies € are
N,. 'k
e(n,ks) = {<n+§)hwc+7ﬁj}. (13.160)

Referring to equation (13.160), we see that the l;-space geometry only
enters the solution through k3, even though p, is conserved: see equation
(13.144) and discussion following it. The momentum components 7k; and
hk, associated with a free electron only enter the motion through the
harmonic oscillator states g(x’), equations (13.157) and (13.158).

We can now examine the relationship between the corresponding
classical oscillator and our expectation that the classical motion is circular
when projected on the x—y plane, with angular frequency @,, even though
the gauge which we have chosen, equation (13.140), gives a hamiltonian
that appears to be biased in the y-direction, equation (13.143). For
uniform circular motion in the x—y plane with radius R about the point

X = —X, [see equation (13.155)], y = 0, with angular frequency w., we have
X = —Xxo + Rcos(w.?); V] = —W R sin(w,1);
.0 i (c) 1 i c ~(c) (13161)
¥ = Rsin(w.1); vy = W Rcos(wt).

From equations (13.161) we see that
vy = @e(x + xg). (13.162)
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Now, from the hamiltonian formulation,

1
(p2 + eBx); (13.163)

Uy = —
my

see equation (13.143). In equation (13.163), p, is constant [from equation
(13.144)], and from equation (13.147) its value has been taken to be (7ik,).
Thus, with equations (13.155) and (13.152), equation (13.163) becomes

1 hk
vy = — (hky + eBx) = <2+<I)Cx) = We(x + xp). (13.164)
iy my

What we have shown is that v,, as determined from our original hamiltonian,
equation (13.143), with the gauge given in equation (13.140), which appears
to destroy the cylindrical symmetry of the system about the z-axis, in fact
does not do so, but leaves v, (distinct from (p,/m)) in the form required
for uniform circular motion in the x—y plane about x = —x,, y = 0, expressed
by the one-dimensional harmonic oscillator part of equation (13.157). For the
free electron gas, the energy of an electron is given by

i (k3 + i3 + I3) (13.165)

Ty V1T 2R .

In a magnetic induction field in the z-direction, the term in &3 is maintained
where k, (o = 1,2, 3) are quasi-continuous variables:

2
k, = ”L"“ n,=0,+1,42, ..., (13.166)

where L> = is the Born-von Karmann volume: see section 7.5.1. The
other two terms, in (k7 -+ k3), however, are replaced by quantized harmonic
oscillator levels, the so-called Landau levels:

1\ . . 1\ ehB
(n+§>hwc = (ﬂ-‘rE) m—b, (13167)

see equation (13.159). The level spacing of the transverse part of the motion,
instead of being of order L2 with L — oo, is of the order of the field strength
B, and the new levels are highly degenerate, as we shall see.

13.3.3 The Fermi distribution

We now introduce the Fermi energy e, the highest occupied energy level at
absolute zero, T = 0. It depends primarily on the number of particles (for
given total volume ). The quantum numbers (n,k;) for the occupied
levels must satisfy the condition

2

1N\, . Ik
e(n,ks) = [(n—i—E)th—f—ﬁ} < ep; (13.168)
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see equation (13.160). Since @, ~ B, we see that, for a given value of B, n must
satisfy the relationship

1 EF 1
— | < ~—, .
<n—|—2) <™ E (13.169)

Thus, for small B, many oscillator levels will be occupied (each with high
degeneracy), and for large B, only a small number. For a given value of n,
at given field, the values of k3 must satisfy

Iks| < (k3)p, = [2”“’ {6].- - (n +%> th 1/2, (13.170)

h2
thus defining the position (k3)g, of the Fermi surface in k-space in the z-
direction for given n. Clearly, for large enough field B (large enough w.:
see equations (13.155) and (13.152)), ep must depend on B in equation
(13.170) in such a way that the square root is real. We consider here the
approximation of B-field weak enough so that e is approximately equal
to the zero-field value, equation (13.102): see Pippard (1961), p. 23.

Now we know that applying a B-field does not change the energy of a
charged particle: classically, it only drives the particle into a circular (two
dimensions) or helical (three dimensions) orbit. Thus, comparing equations
(13.160) and (13.165), we might think that

2

f—mb(k% +k3) = (n—f—;)hw (13.171)
This cannot be taken literally, because in the free electron gas, most electrons
do not have values of (ky, k,) that can satisfy equation (13.171), for any value
of n within the occupied range given by equation (13.169). In fact, it is
quantization of the oscillation associated with the B-field that drives the
transverse motion into the discrete oscillator levels labelled by n. The
situation regarding equation (13.171) is that the sum over all electrons, or
all occupied states (ky, k,) for the free electrons, and all occupied 7 in the
presence of the B-field, must be equal in total energy in the sense of equation
(13.171). The total number of occupied states in the two cases must be equal.
Since k; and k, are quasi-continuous for a large Born—von Karmann volume,
and n is not very large for B not too small (equation (13.169)), the degeneracy
of states in n must be high. What is this degeneracy? Well, from equation
(13.155) we see that the classical orbits in a non-zero B-field are centered

on points x = —Xx,, given by
ik,
= 13.172
0 <mb“~)c> ’ ( )
where, from equation (13.166),
2
ky =2 =0, 41,42, (13.173)

L
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Possible values of x, are therefore

h 2717’12
= - = 13.174
0 (mb‘bc)( L )7 ( 1 )

The spacing S of centers is therefore

S:< Ul > (13.175)

mb(DCL

The range of values of x, within the Born—von Karmann volume is L. The
number of centers is therefore L/S,

L (my@. L
== ) 13.176
S < 27h ) ( )
For spin-% the degeneracy, for each oscillator level #, is twice this, namely,
~ L2
(degeneracy) = (mbL;l) (13.177)
T

Since this many electrons, equation (13.177), all have the same energy
for a state with given n, we can represent them in k-space as all having
values of (k, k) satisfying equation (13.171) for a given value of k3. Such
points in lg-space lie on a circular cylinder with axis corresponding to the
ks axis and, with radius R, (see figure 13.2),

R, — { mf;’% <n+§>] . (13.178)

Note that R, increases with n. Since it is a radius in l;-space, its dimension-
ality is inverse length. According to equation (13.170), these concentric
cylinders all have lengths 2(k3)g ,, where the cylinder with n = 0 is longest,
with length decreasing as n increases. For large enough B (large @.), only
n = 0 is occupied (see equation (13.170)), and the cylindrical occupied area
in lg-space, from equation (13.178) has radius

~\1/2
R,_o = ("E‘") . (13.179)
For N electrons in volume Q = L*, we can determine (k3)Fn=0s
+(k3)r 0 L
N = (degeneracy) x J dks <—>7 (13.180)
~(k)ko 2

where ‘(degeneracy)’ is that of the oscillator » = 0 (independent of n) from
equation (13.177), and L/(2n) is the density of points in the k3 direction.
Thus, equation (13.180) gives

~ 2
N = (mb%L )£ 2(k3)ro, (13.181)

7h 2
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whence
(k3)po = 2( f >p(°>12p(°> (13.182)
3J)F.0 mbdc R% ) .
where p(o) is the density of electrons,
N N

and R, is given by equation (13.179). The result of equation (13.182) is to
be compared with the Fermi radius kg] ) for the free electron gas,

I\ ;0
N = 2<—) 47TJ C Ak k3
27 0
Lo
== FT (13.184)
T
whence
KO = (322 p )73, (13.185)

In the literature [e.g. Madelung (1978, figure 2.8, p. 34)] it is often
indicated that for ‘strong field’, the cylinder n = 0, holding all the occupied
states on its surface, has the condition

(k3)po < k2. (13.186)

Let us examine the ratio
()
—_— 1
(k3)r0 _ N\ e J 7T_4 ! h (p(0)>2/3
KO (3r2p@)s 3 Nn
t /3 h
= (=) (=)")*? 13.187
(5) (e (13.187)
having used equations (13.152) and (13.155) for &.. Now, for typical metals,
kg)) ~ 10" m ™! [see Ashcroft and Mermin (1976, table 2.1, p. 38)]. With this
value, equation (13.185) gives

(k)
p© :3F_2N3>< 10%m . (13.188)
s

Using this in equation (13.187), we have

(ko (7" 1 (3 x 10%)2/3
Kl 3 21 x 2.4 x 10 B

4
NZXBIO . (13.189)
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Thus, for equation (13.186) to be satisfied, we should need a magnetic
induction field B, with

B > 10" tesla. (13.190)

Such a field strength is orders of magnitude greater than those that are usual
for studies of magnetic properties. Nevertheless, it is what must be under-
stood by ‘strong magnetic field’ in the present context. It shows that
essentially all studies of diamagnetism will be performed at ‘low fields’,
such that the largest n-value in equation (13.169) will be much larger than
unity.

Let us further discuss the ‘weak field’ case. First, rewrite equation

(13.170) as
hz(kS)%Jz ~ 1

For very weak field B > 0, the Fermi energy e must be approximately equal
to the free-electron Fermi energy ey '

0 2
0 _ ke

T (13.192)

see equations (13.184) and (13.185). Thus, from equation (13.191) with
equations (13.152) and (13.155),

1 (ks)? B 1
PRl
b b

Recalling our expression for the radius of the nth cylinder in k-space,
equation (13.178), we have, from equation (13.193),

" 2 2y o (0)
2—’,nb (k3>F,n+Rn %EF . (13194)

From equation (13.194) with equation (13.192), we see that, even for n = 0,
(k3o < Ky, (13.195)

and in general
[(ks)E + R3]~ (k). (13.196)

This situation is illustrated in figure 13.2.

The topology of the Fermi surface, as illustrated in figure 13.2, changes
discontinuously as the strength of the B-field is varied. Specifically, as B
increases, we see that the number of cylinders (the number of occupied
oscillator levels) decreases in integer steps. We now begin the study of this
effect. Consider an arbitrary value of k3 < (k3)r which is overlapped by



278 Paramagnetism and diamagnetism in the electron gas

kg,
3’F, ©0)
kF

Figure 13.2. The Fermi surface of the electron gas under diamagnetic conditions, with
weak magnetic induction field B in the z-direction. The ks component of k vectors is the
z-component. Illustrated are the field-free Fermi sphere of radius kg)), and the coaxial
cylindrical surfaces for B2 0, of length 2(k3)g, and radius R,: see equations (13.196)
and (13.178) respectively.

one or more cylinders. Consider a slab of k-space of thickness dk; at k5. Let
0N (k3, B) be the number of states in the slab. From the degeneracy given in
equation (13.177), this number, for a given value of n, is

~ 2 ~
mbwcL L B mwaQ
(P2 (L (5, s

where [L/(27)] is the density of points on k3 and Q = L* is the Born-von
Karmann volume. From equations (13.152) and (13.155), this is

QeB
——0bky ~ B 13.198
22 ’ ( )
independent of n. Now let #n' be the largest integer satisfying equation
(13.191). Then from equation (13.198), we have

e

(SN(kg,B) = (}’l/ + 1) (27T2h

>B96k3. (13.199)

The factor (n’ + 1) accounts for the oscillator level n = 0. Now consider
decreasing B continuously from infinity. At some value, n’ increases by
unity from zero to one [see equation (13.169)], and 6N (ks, B), for given



Diamagnetism of the electron gas 279

value of k3, increases by
e
——— | BQbky ~ B. 13.200
(27r2h> 3 ( )

This discontinuous increase occurs when the end of the cylinder for n' = 0
coincides with the chosen value of k3. In order to visualize this better, let
us rewrite equation (13.191) as

_ (PR _ [P ka)Ey | ehB (1

Equation (13.201) defines k. Now with (k3)g,, equal to the chosen value
of k3, we can see from equation (13.201) that the value of B for which the
discontinuities occur is given by

5 N (G —id)
" e (n+1
We can now plot 6N, equation (13.199), as a function of B. This is

commonly done in terms of the variable B~ increasing to the left, as in
figure 13.3. From equation (13.199) we have, in between discontinuities,

(13.202)

371

27w2h

SN(ks, B™") = (n’+1)< ¢ )ﬂék} (13.203)

SN(k 5, B)
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Figure 13.3. The number of occupied states 6N in a slab of Ig-space perpendicular to the k3
axis, as a function of B, for the diamagnetic electron gas in a magnetic induction field B:
see equations (13.203)—(13.205).
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©
kF

—> <—6k3

ks

Figure 13.4. The region of the field-free Fermi sphere corresponding to a slab of thickness
Ok at k3 on the kz-axis, for the electron gas: see equation (13.206).

The discontinuities occur, according to equation (13.202) at

B, =a(m+Y), #=012,..., (13.204)
where
2e
= (13.205)
h(kt — k3)
We note that, with B = 0, i.e. for the free electron gas,
o (LY
ON(k3,B=0) =n(kp’ —k3)2 <2—> Okx; (13.206)
YIS

see figure 13.4. Now from equations (13.203)—(13.205), approaching the
discontinuity from values of B~ above it, we have

_ By 17/ e\ Q
6N (ky, B,') = [(T) + 5} <m> F@k_g

Q e 1 e Q
S ek o (o) sk (132
a(27r2h>6 3+2<27r2h> g0k (13:207)

The second term in equation (13.207) is one half of the discontinuity: see
equation (13.200). Furthermore, the first term is, from equation (13.205),

Q(kE — k3)

G oks. (13.208)
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For weak field, where kp ~ kg)), this is 6N (k3, B = 0): see equation (13.2006).
Thus, equation (13.207) reads

6N (k3, B") = {6N (k3, B = 0) + ] (discontinuity)}, (13.209)

for a value of B~' just above that at the discontinuity. This shows that the
discontinuities in figure 13.3 are symmetrical about $N (k3, B = 0), as shown.

13.3.4 [Energy considerations

For finite, non-zero field, the cylinders, figure 13.2, do not coincide exactly
with the free-electron Fermi sphere. Let us consider the deviation of the
energy for electrons in the slab of thickness 6k; at ks, relative to the free-
electron (B =0) case. For this, we equate the number of electrons in a
small region of k-space within the Fermi surface with the number of k-
space points (times 2 for spin) in the same region. That is, we view the
effect of the B-field as squeezing electrons out of the free-electron Fermi
sphere in the (k;,k,) directions, into states of energy 7*k*/(2my). Still
considering a slab of lg-space, of thickness 6k; at ks, we have an annulus of
thickness 6k;, width k', and inner radius (kg) - k3)'2, outside the free-

electron Fermi sphere: see figure 13.5. Then the number of occupied states

|

ok

—>| |«— &k

ks

Figure 13.5. Annulus of Ig-space points outside the field-free Fermi sphere that come onto
segments of cylinders (figure 13.2) when a weak B-field is applied to the electron gas. Width
of annulus is 6k, thickness is k5, with the annulus perpendicular to the k5 axis at k5: see
equation (13.210).
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in the annulus is

{6Nmax (k3, B™') — 6N (k3, B = 0)}

Q
= 2m(k" — 13)"2 ey 6K 2 ——
27)
= kY 1) ey s (13.210)
(27%)
Now the maximum energy, E, .., of any state in the annulus is
N ﬁ 07 ;212 no, g2
Emax ~ {[(kF k?) +6k] +k3}7 (13211)
Zmb
and the minimum energy, E,, 1S
oy
Epin = 2—mbk<F°> . (13.212)

Thus the maximum excess energy of the states in the annulus is
(Emax — Emin), and we take the mean excess energy of these states to be
half this,

1 1 " 2 2 , 2
3 Emas = Bmin) ~ 5 3, A1 =)+ 207" = 1) 20K 3 = '}
oo o 1210
= 5~ (kg' —k3) 76k, (13.213)
b

to lowest order in 6k’. From equation (13.210), equation (13.213) is
1 (Emax — Emin) = (mean excess energy per state)

W 27\ [6N(ks, B~') — 6N (k3, B =0)]
- 2WlB Q (5k3 '

(13.214)

Now denote the total excess energy associated with the slab 6k; by 6E. Then,
from equation (13.214) and equation (13.210),

80F = (mean excess energy per state) x (number of states)

277\ [6N — 6N)?
where
6Ny = 6N (ky, B=0). (13.216)

To the extent that 6N (k3, Bil) in figure 13.3 is approximately linear in
between discontinuities, §E, equation (13.215) is approximately parabolic.
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Figure 13.6. Excess energy §E as a function of B~' for the electron gas due to interaction of
orbital magnetic moment with applied B-field for occupied states in a slab k3 of k-space:
see equations (13.215)—(13.219) and associated discussion.

This is illustrated in figure 13.6. As a function of B!, the maximum value
OE .« of 0E occurs at the discontinuities of 6N. The maximum value of
(6N — 6Ny), we have shown, equation (13.209), is half the discontinuity,
namely, from equation (13.200),

1 (eBS2
N — ax == | === 0ks |. 13.21
(6 6N0)max B <27T2h6 3> ( 3 7)
From equations (13.215) and (13.217),
1?27 [eBQY eB\* Q6k;,
In terms of B~!, we have, from (13.218),
1

OE oy ~ . 13.219
(57 a2

Thus 6E,,,, drops off as 1 /x2 as a function of x = B™': this is the locus of
maxima shown in figure 13.6.

13.3.5 Magnetization: the de Haas—van Alphen effect

For a linear, isotropic material, we had preceding equation (13.26):

—

M="".5 (13.220)
Ho
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where ,,, the magnetic susceptibility, is a scalar. The potential energy
density € of magnetization in a material due to its interaction with the
B-field is

e=—M-B, (13.221)
see Jackson (1962), p. 150. Thus,
Oe
M,=|—-—— 13.222
(25 (13:222)

where « labels cartesian coordinates.
From equation (13.215) we can deduce the contribution d¢ to the energy
density from the k-space slab 6k; at kj:

_SE I (27%) (6N — 6N,)?

S S aldl
T am \ 2 ks

(13.223)

Then applying equation (13.222), we determine the corresponding contribu-
tion 6 M to the magnetization,

1 (47*\ (6N — 6N,) 9(6N)
M= (W) % 0B (13.224)
with M in the direction B. From equation (13.203), this is
el (6N —6Ny)
oM = e q (n"+1). (13.225)

We recall that in equations (13.203) and (13.225), 7’ is the largest integer
satisfying equation (13.191),

n2ic3 1
n’s{[sF—J}%—z}. (13.226)

For small B, we neglect the number (1/2) relative to the other term in
equation (13.226), and replace g by eg) ): see equation (13.192):

P\ 1 op »
(EF - 2—Mb> ~ (kp’ —k3). (13.227)
With these approximations, equations (13.225)—(13.227) give
(6N —6Ny) 12, op »
M=———"—"""— (ki —k3). 13.22
6 a5 KR (13228)

We see from equation (13.228) that 6M has the same pattern of discon-
tinuities as those of NV (see figure 13.3) modulated as to amplitude by the
factor (1/B).

We shall now concoct an analytical approximation to 6M as a function of
B!, similar to figure 13.3 for §N. Due to the negative sign in equation
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oM

Figure 13.7. Diamagnetic magnetization §M as a function of B! for the electron gas, for a
slab 6k of occupied states in k-space: see equation (13.229) and associated discussion.

(13.228), 6 M slopes up when 6N slopes down. Also from equation (13.228),
the maxima of 6 M are

|5N — 6N0|max hz

0% . K" — i3), (13.229)

|6Mmax| =

where B is evaluated at a discontinuity. From equations (13.207) and

(13.209), we have

6’961(33
4n’h

From this we see that |6 M|, in equation (13.229) is independent of B. We

therefore deduce that §M versus B! is qualitatively as shown in figure 13.7.

We view this approximately as part of an infinite sawtooth pattern, with
straight line segments between discontinuities. For this pattern we have

(20 M may )
«

|6N - 6N0‘max =

~

SM =~ B, for—%SB’l <2 (13.230)

i 2 .

This is periodically repeated with period v in B! from minus infinity to plus
infinity. We now introduce a variable x, proportional to B~', which ranges
from —7 to 7w as B~ ranges from (—a/2) to (+a/2), namely,

x = (2nB7'/a). (13.231)

Substituting this into equation (13.230), we have
s = 20Mmax @ (‘SM‘“)x (13.232)

a 2r T

Define
C = (0Mpax/7)- (13.233)
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Then
6M = Cx for - m < x <. (13.234)

Since 6M, equation (13.234), is an odd function, the Fourier series for the
periodic repetition of M in equation (13.234) is

OM = Cx =Y A,sin(ux), (13.235)
n=1

where p are integers. We evaluate the linear coefficients 4,,, using Fourier’s
theorem:

J dx Cxsin(u'x) = ZA J dxsin(p'x) sin(pux)

= A7, =7A,. (13.236)

For the first integral in equation (13.236), we have
T ! Q T !
J dx xsin(p'x) = [“"S(’”)] - J dx SO (13.237)
- (=) | Jr ™ (=4)

having integrated by parts. The last integral in equation (13.237) is zero.
Thus,

’

T v —1)" — (=m)(=D"]
dxxsin(p'x) = [(
| avxsinguty —
2m(=1 n+1
- ”(u,) (13.238)
From equations (13.236) and (13.238) we conclude that

2(_1);4+1

A, = TC, (13.239)

where recall C is defined in equation (13.233).
Let us now write out the expression for 6M, equation (13.235),
explicitly. From equation (13.239),

u+]
C'sin(px). (13.240)

= zoc: A, sin(px)
pn=1
R i
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Thus, from equations (13.233) and (13.229),

2(_1)#""] |6N - 6N0|max W (0)? 2\ o 27
M = — (k) —k — 13.241
6 Z p B ke —R)sinju( 23 )|, (13.241)

so from equation (13.205), with equations (13.207) and (13.209),

2(71)/4+1 e hz 02 5
M = B S - _
6 zﬂ: W 43 Ok 2my, (ki k)

X sin [uzei (KO — k%)} . (13.242)

This simplifies to

e (DT of, =
SM = ——
2 2 F T

H H F
(0) 2
x sin[uzw;g (1 - :03)2”51{3. (13.243)
¢ F

In order to determine the total magnetization M, we now integrate over
all slabs k3, for

kY <hy <k, (13.244)
introducing the notation
k
k<—3> = . (13.245)
F

Then equations (13.243)—(13.245) give

©)_(0) __(_qyutl gl
M:J(SMZEkaF S J dy (1 -7
2w h m -1
(0)
X sin {m&hgc (1 —y2)]. (13.246)

The nature of the integral in equation (13.246) becomes clearer if we
substitute

u=(1-y%). (13.247)
Then we define the integral I by

=] ar- sl )

! du 27
=2| ————usin| —u |, 13.248
Jo (lfu)l/zu (/\u> ( :
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where the wavelength X\ of the sine in the variable u is

= ( h“:g)), (13.249)
HER

the longest wavelength being

3 B

A = (M) _ (€hB ) (13.250)
0 0
F beF

Since the integration, equation (13.248), has u ranging over values u < 1, we
can formulate weak B-field in terms of equation (13.250),

<£1(30>> = Apax < 1. (13.251)
MyEr

This in turn means that the sine in equation (13.248) undergoes many oscilla-
tions within the range 0 < u < 1. The integrand of equation (13.248) has two
factors: sin(2mu/)) and Ju(l — u)~'/?, which are shown schematically in
figure 13.8, along with their product. It is clear that most of the contribution
to the integral comes from the vicinity of u = 1, or from equation (13.247),
y = 0. Thus equation (13.248) can be approximated as

! 2
=2 dy(l—y2)sin[—7r(l—y2)]
Jo A
3 2
~?2 dy(l—yz)sin{—ﬂ(l—yz)}
Jo A
s 2
~2| dysin H(l —yz)], (13.252)
0

with § < 1. Now, as we shall see, the integral in equation (13.252) can be
evaluated exactly if the upper limit 3 is extended to infinity. For y > 1, the
phase of the sine increases in magnitude quadratically, giving an increasingly
fast oscillation whose integral is negligible. In order to estimate the integral,
we shall neglect the discrepancy associated with including the region
B <y < 1in the integration. We therefore consider

o 2
IzZJ dy sinH(l —yz)} (13.253)
0

The right hand side of equation (13.253) can be expanded to

Y . (27 271'y2 21\ . 27ry2
I~ ZJO dy {sm <T) COS(T) — cos <7> sm(T . (13.254)
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Figure 13.8. The integrand of the integral / in equation (13.248) as a function of u. (a)
u(1 = u)™"%; (b) sin(27u/N); (¢) the integrand: the product u(1 — u)~"/? sin(2mu/ ).
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Now we can evaluate explicitly the integrals in equation (13.254): see
Appendix 13.1. The result is

o cos 27Ty2 A2 1 /)2
L W in (T) = (z) 22) (13.255)
We now return to equation (13.246) for the magnetization M, and

assemble the intervening results. From equations (13.246), (13.248),
(13.254) and (13.255),

_ ek(FO)g(FO) i (=" L/z sin 2n — cos =

S oh = 2 A A

_ek;‘)k@z(fl)ﬂ“ ( 1o, )1/2{ 1 sin<27T> 1 Cos(zw)}

Cowh 44 g 20l V2 AN)V2 A

ICC IR SN EIGANN N E TR
273 2hmy, m w2 ehB 4

(0) 3/2 (0)
ep (e 12 | ep'my (1 eh 7r
= (C) BN ind2 LI BN
203 <h) Z,w%/z Sm{ ™= <B 2mpe?) 4

(13.256)
In the last three lines we have used the following results
. ™ 1
SmZ_COSZ_ﬁ’ (13.257)
2 e OY1/2
ke (0) = (’"bj; " (13.258)
A<h%), (13.259)
(0)
HER
sin(f — pmw) = (—1)"sin 6, (13.260)
ho, = (ehB) (13.261)
nmy,

Referring to equation (13.256), we see that the magnetization M is given by a
Fourier series, periodic in B~ with period A:

eh

MyER
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Figure 13.9. Diamagnetic magnetization M (schematically) as a function of B~' for the
electron gas, including the entire Fermi distribution: see equation (13.256).

The amplitude as a function of B! drops off as (871)71/ 2. This periodic
variation of M with (B™") is the de Haas—van Alphen effect, illustrated in
figure 13.9. The periodicity A, equation (13.262), varies as (59)71. The
observed periodicity therefore gives us the Fermi energy, which is direction-
ally dependent in crystalline metals. This accounts for the fact that the de
Haas—van Alphen effect is a powerful tool in mapping out the Fermi
surfaces of metals.

13.3.6 Diamagnetism at 7 = 0

We now wish to evaluate a diamagnetic susceptibility xp which incorporates
an average over the range of B-values within one oscillation of the de Haas—
van Alphen effect. According to equation (13.220) this requires an average
over M, which in turn, according to equation (13.221) with equation
(13.223) requires an average over the total excess energy O0F of the slab
Oks, equation (13.215),

OE

Lz (27T2> M. (13.263)

0 5k

We have remarked, following equation (13.216), that §F is approximately
parabolic as a function of B~ between discontinuities. The discontinuities
occur at

- 2mb

_ 1 1 2e
B I _ (n/j:§>oc: (n/j:§>m, (13264)
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(B,)—l
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~l('-3)al ~[('+3)a]

Figure 13.10. Parabolic representation of §E as a function of (B')~! (B measured relative
to the minimum of the curve), for a slab dk; of occupied states in k-space: see equations
(13.264)—(13.268).

see figure 13.6 and equation (13.205). At the discontinuities,

eB\? Q 6k,
E = |— = 13.2
o = (52) "o (13.265)

see equation (13.218). We represent 6 E as a parabola within one oscillation,

SE = Ax*,  x= (B, (13.266)

where B’ is the B field measured relative to the minimum of §E: see figure

13.10. The variable x ranges over values such that (—a/2) < x < (a/2):

see equations (13.230) and (13.205). At the endpoints of this range, E has
the value 6E,,,, equation (13.265). Thus

SEmax = A(ar/2)?, (13.267)

whence

2 2
A= <> SE s (13.268)
(6%

and so, from equations (13.266) and (13.268),

2 2
SE ~ 6E, (Ex) ~ 8ky: (13.269)
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see equation (13.265). We now define the average value 6E,, of §E over one
oscillation

1 ((e/2) , 1
SE,, = ,J dx Ax* = 2 6E . (13.270)
aJ(-a/2) 3

Correspondingly, we define the average value 6M,, of 6M over one
oscillation:

1 0

My, = = & 55 (6F): (13.271)

see equations (13.222). For the average total magnetization M,,, we must
integrate over k3 within the Fermi surface

M kF 6M 1 a F 6E
av — Jk;——k(;]) ( zlv) - _5 % Jk3_—k(é]) av

R Jk(é” eB\? Qdk;

- 3Q0B fy=—kO0 \4m )  my
1/e) B 0) —82/{(0)3

=—=(—)2(— )2k =—=—. 13.272
3 (47’(’) (mb> F 127r2mb ( )

In equation (13.272) we have successively used equations (13.271), (13.270),
(13.268) and (13.265). It follows that the diamagnetic susceptibility xp at
T = 0 is given by

OM,, —k o
- S (R N 13.273
XD No( OB >T0 ( 1272m, ( )

We can compare xp, equation (13.273), with the paramagnetic suscept-
ibility xp at T = 0, given by equation (13.122),

2 (0)
o = (M) (13.274)
26]:

where, from equations (13.1) and (13.90),

eh N
= | — (0) —
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where m is the free electron mass and, from equations (13.101) and
(13.102),

1Pk

= 173, 13.2
g kp = (372p) (13.276)

€ =

Then, from equation (13.274),
(0)

N (eh> P 1o
- 2
2\2m) ([ n (32023
2mb
3 ¢’ k
_2;(72’) 6:520. (13.277)

We note that in this section, section 13.3, the symbol kF0 , equation (13.185),
where superscript (0) refers to zero field (B = 0), has the same mednlng as kg
in section 13.2, equation (13.101). [In section 13.2, the symbol kF referred to
electrons all of the same spin.] Thus in equation (13.277) we must identify kg
with k . Comparing equations (13.273) and (13.277) with kg = kg)), we then
see that

2
Xp = —3(%) XD, (13.278)

or

2
xD=—l<ﬂ) xp, T =0. (13.279)
3 my,

Since from equation (13.122), xp > 0 (which is also intuitively obvious, since
the intrinsic dipole moments of the electrons align parallel to the B-field in
paramagnetism), we see that from equation (13.279) the diamagnetic suscept-
ibility is negative. As we mentioned in section 13.2.1, this simply reflects the
fact that electrons (negatively charged) are induced into orbits that circle the
B-field in the right hand sense (see equation (13.138)), constituting electric
current loops with current in the left-hand sense. Such current loops
represent, in lowest multipole order, magnetic dipoles oriented oppositely
to the B-field, whence the negative susceptibility.

Appendix to Chapter 13

We wish to evaluate

e cos 27ry A\ Re [ i
xe™ Al13.1
Jo dy sm( A ) (271') Im Jo dxe™, (A13.1)
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where Re and Im refer to real and imaginary parts: see equation (13.255).
This leads us to consider an application of the Cauchy integral theorem
(see standard textbooks on complex variables) for a contour C in the plane
of complex numbers z

z=(x+1y); x,y both real. (A13.2)

That is, we consider
% dze”. (A13.3)
c

Note that x and y in equation (A13.1) are not the same things as x and y in
equation (A13.2). We want to determine that part of the contour integral
which lies on the positive real (x) axis, since x = Re(z). Thus C must
contain the positive real axis. The integrand in equation (A13.3) is infinite
(diverges), as follows. Let

z=(x+iy) =re", (A13.4)
with both r and 6 real and r is positive. Then
2 =2t (A13.5)
and since

i =exp(ir/2)

iz2 = P exp [i <20 + g)]
= [cos<29+g> +isin<20+g>} (A13.6)

Thus the real part of (iz*) is positive for
T 7r T
_Z 20 + = z
5 < ( 0+ 2) <3

-1 <260 <0.

Thus for 0 < 6 < 27, i.e. 0 < 20 < 4, the real part of (iz2) is positive for

—g<9<0 and §<0<7r, (A13.7)

i.e. in the second and fourth quadrants of the (x,y) plane. As r — oo, the
integrand exp(izz) diverges within these quadrants. We therefore consider
the contour C in the first quadrant, shown in figure 13.11. It contains no
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Im(z)
4

L A
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a

Figure 13.11. Contour for the evaluation of the integrals of the Appendix to Chapter 13:
see equation (A13.1).

singularity. Thus, from the residue theorem,

1; dzexp(iz*) = 0
c

z=(R+ia)
= lim {J dzexp(iz?)
RHOO_T_ z=a(cot p+1i)

—(a/sing) )
+ J dre'” explir-(cos 2¢ + isin 2¢p)]
r=R

4 .
+J dO(iR ") exp[iR*(cos 20 + isin 29)]}. (A13.8)
0

In equation (A13.8), ¢ must be determined in such a way that we can use this
equation to evaluate the real integrals in equation (A13.1). The last integral
in equation (A13.8) is zero, due to the factor exp(—R2 sin20) in the
integrand, taken in the limit R — oo, provided ¢ < 7/2. Consider the
second integral,

o
I= eWJ drexplir?(cos 2¢p + isin 2¢)]. (A13.9)

Here, the integral becomes real, and can be evaluated, if ¢ = 7/4, so that
cos(2¢) = cos(n/2) = 0. We then have

I:ei”/4<—%>J dre”” = —%ei”/4(7r)1/2. (A13.10)

—00
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Returning to equation (A13.8), we now have

0= ro dxe™ — i/zei”/4
0o 2 ’
or
00 00 1/2
J dxcos(xz)—kij dxsin(xz):L cos(Z) +isin( =
0 0 2 4 4
1 /m\'/? .

Equating real and imaginary parts of equation (A13.11), we have

00 1/2
CoS , » 1 (7
b === ED. Al3.12
L d‘csin (x7) 2<2> , Q (A13.12)



Chapter 14

Charge density waves in solids

14.1 Introduction

The periodicity of the electronic density in crystals is a consequence of the
translationally invariant symmetry of the atomic ordering. It is manifest in
the solution, in terms of Bloch functions, for the many-electron problem in
the presence of static nuclei. We shall see that nuclear vibrations, or
phonons, introduce a further effective potential into the problem, and that
this potential may tend to induce a periodicity into the electronic distribution
that is distinct from that of the static-crystal symmetry. This result was first
articulated by Frohlich (1954). It had been presaged in work by Slater (1951)
and was described qualitatively by Peierls in 1955. The approach of this
chapter is based on a study by the present author [Vail (1964)] that examined
the relationship between the Fermi level and charge-density-wave periodicity
on the one hand, and stability of the charge density wave on the other.

As we shall see, the charge density wave ground state of an interacting
electron gas, when it exists, is fundamentally distinct from the more
common uniform state. Both theoretically and experimentally, such a
system provides a fertile situation for the study of fundamental mechanisms
in the solid state. The thermodynamic transition from the normal to the
charge density wave state is evidenced in the specific heat, in the Kohn
anomaly [Kohn (1959)] of the phonon spectrum, in commensurate or
incommensurate perturbation of the crystal lattice, in quasiparticle excita-
tion processes, and in electronic transport characteristics. Many special
aspects of charge density wave systems are also relevant to the fields of super-
conductivity and spin density waves. There is extensive literature, dating
back many years, on experimental studies of charge density waves in solids
[see for example the review by Wilson and Y offe (1969)]. The current archival
literature in condensed matter physics presents frequent examples of new
studies. An up-to-date pedagogical treatment of the subject is given by
Griiner (1994). An earlier work that gives a wide-ranging view of research
topics is Hutiray and Solyom (1985). A more recent work discusses charge
density waves in nanoscale systems [Kim ez al. (2001)].

298
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In the present work, we discuss the charge density wave ground state of a
solid using a simple mathematical approximation to the one-dimensional
model. In section 14.2 we show how electron—phonon interaction can
modify the effective electron—electron interaction. In section 14.3 we apply
the Hartree approximation to determine the uniform-density solution and
to illustrate the periodic (charge density wave) case. In section 14.4 we solve
the Hartree equation in the form of the Mathieu equation for the periodic
case, using perturbation theory. In section 14.5 we discuss the analytical
features of the result in the context of perturbation theory, emphasizing the
importance of a physically correct unperturbed state as a starting point.

14.2 Effective electron—electron interaction

In section 7.2 we laid out the hamiltonian of a solid in terms of nuclei and
electrons, equations (7.2)—(7.6). We then averaged this hamiltonian over
the electronic state, defined in terms of the average field version of the adia-
batic approximation, section 7.3, equation (7.10) with equation (7.8), to
obtain the effective hamiltonian for the nuclei, equations (7.11) and (7.12).
Suppose we have a metallic system such that, for example in Hartree—Fock
approximation, equations (12.93) and (12.94), the single-particle Fock
eigenvalues for occupied states consist of one or more filled valence bands,
and a partially filled conduction band, all represented schematically in
figure 14.1, in a one-dimensional model. Now we want to concentrate on
the conduction electrons, and think of the valence electrons as bound with

&

-K 0 K
2 2
Figure 14.1. Valence and conduction bands of a one-dimensional ‘metal’, showing electron
single-particle energies ;, band gaps at k = £K /2, and the Fermi level at k = +kp. Shaded

area represents total energy.
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the nuclei to constitute atomic cores. It is a tricky theoretical and compu-
tational problem to do this with a realistic treatment of the electrons. If we
can do it in some acceptable approximation, however, we can then consider
a system of n conduction electrons interacting with atomic cores, rather
than with nuclei. Equations (7.2)—(7.6) will then be replaced by an effective
hamiltonian H:

H=(H.+H,+ H), (14.1)

- {i <_ Z\Zj) + W(&}v (142)

N {‘”l < v2> 42250 22 7 = fl‘l}, (14.3)

j=

H. = V(Ka B) (144)

In equation (14.1), we have contributions H, for cores, H, for conduction
electrons, and H, for core—electron interaction. In equation (14.2), W(R)
is the core—core interaction energy, where the cores are assumed to be
rigid, and M is the mass of the core centered on nuclear or core position ;.

We now consider small oscillations of core positions R, relative to
reference positions R, by small displacements u. Then in equation (14.2)
we have, in harmonic approximation,

W(R) ~ (Wo+ W utdu’ W, u) (14.5)
where
Wo = W(Ry), (14.6)
w0 = (55) (147)
2

The matrix notation of equation (14.5) is the same as that of section 7.4.
Similarly, in equation (14.4), we have

Vi, R) ~{Vo+V1.u+iu" . Vs u}, (14.9)
where
VO(LBO) = V(K7£0)7 (1410)
R/R=R,

2
Vs(r,Ry) = ( o : (14.12)
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We now simplify the effective hamiltonian given by equations (14.1)—
(14.4) with equations (14.5)—(14.12). First, in equation (14.10), Vy(r, R,)
represents the interaction of conduction electrons with atomic cores in the
periodic crystal lattice. Let us represent this simply in terms of the band
mass m, for the conduction electrons [see any textbook of solid state
physics]. Then, from equations (14.3), (14.4) and (14.10),

o2 " oo
{_%;VJ’+V0(£7£0)}_>{_2—msz:vj}‘ (14.13)
Without loss of generality, let W (R) be the reference value for energy. Then

Wy = 0. Then from equations (14.5) and (14.9), introduce V| and V5, as
follows:

Vi, Ro) = {V1(r,Ro) + W (Ry)}, (14.14)
V5(r,Ro) = {¥a(r, Ro) + Wr(Rg)}- (14.15)

At this stage, we have the following effective hamiltonian:

7 ¢’ 2o -
H%{_—ZVJZJF%Z/VJ—’W " Ry) u
i

2my, 5
Py 1t
+Z2—MJ+§2 Va(r Rg) u g, (14.16)
7

where we have introduced the momentum operator P ; for cores,
P, = (—ihV,). (14.17)

We can see that the core reference positions R are not determined in any
meaningful way from equation (14.16) by the usual prescription,

OH
<a—ﬂ>go = le (LBO) =0, (14-18)

because of the r-dependence from the conduction electrons. We take R, to be
the average core positions at finite temperature, in the presence of the
electrons. With this prescription, the linear term in u remains non-zero in
equation (14.16), indicating that the small oscillations of core positions in
the presence of conduction electrons are not centered on R, in any particular
electronic configuration.

We can eliminate the linear term in u in equation (14.16), therefore, by
a formal transformation to new variables u’ that are translated from the
original variables u, as

U= (u+o). (14.19)
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We substitute for u in terms of i/, equation (14.19), into equation (14.16). The
linear terms in u’ are

Wit =" V). (14.20)

Setting the coefficient of &’ equal to zero in equation (14.20) gives
o=V (14.21)

In obtaining equation (14.21), we have used

Vi =rs; (14.22)

see equations (14.15), (14.12) and (14.8). Also note, from equations (14.21),
(14.15), and (14.14), that ¢, and therefore ', equation (14.19), are functions
of rand R:
W (r,Ro) = {u+o(r,Ro)}
= {u+ 5, Ro)] " V) (r, Ro)}. (14.23)

The substitution for u from equation (14.19) into equation (14.16) also
introduces a term

" Vh.oo—ViT o} (14.24)

so that the effective hamiltonian, equation (14.16) with equations (14.19) and
(14.21), becomes

hz 2 ez ! 1
Ha~d——— 2 =N —F 14.25
{ 2meV/ + 87T80%,: 7 — 7 ( )
1 _
S LA T (14.26)
+ZW+_ 'T.Vlz.u’}. (14.27)
J Z

In equation (14.27), the fact that the modified phonon variable «', equation
(14.23), and the force constant matrix V5, equation (14.15) are dependent on
conduction electron coordinates r represents the renormalization of the
phonon variables u and the force constant matrix ¥, by the conduction
electrons. o

We now make some major approximations, in order to simplify the
mathematical form of the problem while retaining the physical basis of
charge density waves. We treat the renormalized phonons as classical
phonons. Then at zero temperature (Kelvin), we have P =u' = 0. The
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effective hamiltonian, equations (14.25)—(14.27), reduces to an electronic
hamiltonian:

hz 2 62 AN -1 12
{2y A UG]S

J
In equation (12.28)
V() =Gt s v, (14.29)

which is also a function of R, the equilibrium configuration for the cores
alone. The potential energy v/(r), equation (14.29), is an effective many-elec-
tron potential energy arising from dynamical electron—phonon interaction:
see equation (14.14), equation (14.15) and equation (14.4). We can imagine
fitting v'(r) as a sum of single-particle, two-particle, ...n-particle terms.
We then assume that the two-particle term, which we denote v, is dominant,
and we neglect all others. We further assume that the two-body terms are
functions of |} — 7|, i.e. two-body distances only. Then

1
V) 535 = 7). (14.30)
i’

When this is incorporated in equation (14.28), we have

7 S
H~{—— - = Fi—rp 14.31
where
o2
u(r) = {v"(r) - 471'50}’}' (14.32)

The above discussion shows how electron—phonon interaction can modify
the effective pairwise interaction among the electrons from pure Coulomb
repulsion to an effective interaction v(r), as in equation (14.32). We reiterate
that this depends implicitly on the core-position configuration R,,.

14.3 The Hartree equation: uniform and periodic cases

14.3.1 The Hartree approximation

The Hartree approximation represents an intuitive simplification of the
Hartree-Fock approximation, which we have discussed in sections 12.2
and 12.3. In the Hartree approximation, the many-electron wave function
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¥(r) is approximated by a single product,
=[] ¢, (14.33)
j=1

where r; = (7}, 5;), as at the beginning of section 12.2.1. Note that the differ-
ence between equation (14.33) and the Hartree—Fock approximation is that
here the product is not antisymmetrized: see equations (12.25) and (12.26).
Strictly speaking, the particles are distinguishable in a wave function like
equation (14.33), where the jth particle is in the jth orbital ¢;. This is contrary
to the eminently logical quantum-mechanical principle that identical
particles are indistinguishable. Nevertheless, we persist with it. In order to
satisfy the Pauli principle approximately, we require the set of orbitals
(¢1,¢2,---,p,) to be distinct: we choose them to be an orthonormal set.
The derivation carried out in section 12.3.1 to determine the optimal mani-
fold {¢;}, in terms of total energy minimization, can be adapted to the
Hartree approximation, equation (14.33). The only difference is that the
exchange term does not come into the two-body part of the energy, equation
(12.62). The result, from the effective hamiltonian equation (14.31), is the
Hartree equation:

[ o S i i = (1434

2m

In equation (14.34) we have introduced Dirac notation:
@) —|/)- (14.35)

The summation in equation (14.34) is restricted to j’ # j by the prime on
> If o(r = 0), equation (14.32), were finite, we should be able to include
the term ;' = j in the effective hamiltonian, equation (14.31), and measure
total energy relative to the value [nv(0)/2] in which case, the self-consistent
field in the Hartree equation (14.34) would include the term ;' =, and
be the same for all j. We assume that this is the case. Then the total energy
Eis

(YlH|p) = {ZE, 22 Ji Ivlli} (14.36)

We can recast the Hartree equation (14.34) and the Hartree energy E,
equation (14.36) in terms of the particle density, as defined in equation
(12.44),

pop(F) =Y _6(F—F). (14.37)
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Let us Fourier analyse the potential v,
=3 e, (14.38)
K

where

Y

v = éjd%’v(r’) e kT (14.39)

where 2 is the Born—-von Karmann volume: see section 7.5.1, equations
(7.22)(7.31). If we Fourier analyse p,,(7) in the same way, we have

o =D _ree " (14.40)
7

From the general form of Fourier’s theorem, equations (14.38) and (14.39),
we have the well-known representation of the delta function,

1 e
=D T = (). (14.41)

Then, from equation (14.37) with equation (14.41),

Pop(F) Z{ Zeﬂ" } e 1 (14.42)

Comparing equations (14.40) and (14.42), we conclude that
1 ik
plgzﬁjZe k-1 (14.43)

Now the second term in the total energy, equation (14.36), is

1 1 o
32 W7 = FDIY) =5 D (1Y e e 071w
' i’ K
1 o
T2 ZUE{ZJd3ff ()7 w(’?)}
k J
{Zjd%s@,(w) k-a/%,@,)} (14.44)

A

J

where we have used equation (14.39) and equations (14.35) and (14.33). Now
consider equation (14.43). We find

(logle) = 0l & 2 % )

J

1 Koy ik - T 5
:QZJd3Ff@f(r_;)e KT (7). (14.45)
J



306 Charge density waves in solids

Thus, we identify the quantities in { } brackets in equation (14.44) as

1 L ?
5 > W7 = 7)) = 72 vel(op)? (14.46)
jiJ' i
where
(Pi) = Wlpgld), (14.47)
and we have used equation (14.45), plus the fact that, from equation (14.43),
Pe= P (14.48)

Combining equations (14.46) and (14.36), we obtain the total energy
algorithm for the Hartree approximation,

n2
k= {Zj: 5/+2p(2)%:”1€|<ﬁ1€>|2}7 (14.49)

where we have introduced the mean density py, in terms of the number of
electrons n and the volume (2,

n
=—. 14.
o 0 ( 50)

We can similarly rewrite the self-consistent field term in the Hartree equation
(14.34) as

S U = 3 [ a0l = oy )

i 1

j j
=Y vlp_pe T, (14.51)
K
having used equations (14.38), (14.45), and (14.47). Then equation (14.34)
with equation (14.50) becomes

{——v S il ) e"?"“}|j> —ol). (1452

14.3.2 The uniform solution

In the absence of electron—electron interaction v(r), equation (14.32), the
Hartree equation (14.52) becomes

Py = 2 1) (14.53)
e 7y =gli)- )

We now consider the one-dimensional case, involving the x-axis. Then, in
position representation,

(1) = (Flj), (14.54)
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we have
”od?
_ % @% = €. (14.55)
This has solutions
i(x) ~ e, (14.56)
with
12k?
o 14.57
8] zmb ( )

Suppose there are n electrons in a length ): see equation (14.50). We apply
periodic boundary conditions,

oi(x + Q) = ¢;(x). (14.58)
Substituting equation (14.56) into (14.58) we have
e = 1, (14.59)
or
27
kj = o (14.60)

where 7; is an integer: positive, negative or zero. The ground state of the n-
electron system, the state of lowest total energy, is found from equation
(14.36), here with v = 0. It consists of particles in the 7 states ¢;(x), equation
(14.56) with equation (14.60), with the smallest values of ¢;, equation (14.57).
To be a bit more realistic, we let two particles, of spins +/i/2, occupy each
state ¢;, equation (14.56). The single-particle energy spectrum, equation
(14.57), as a function of the quasi-continuous variable k (for large €2: see
equation (14.60)), is parabolic. The ground state encompasses k-values
symmetrical about k = 0. There are two states of opposite spins in a
k-space interval (27/€): see equation (14.60). The density of states d(k) in
k-space is therefore

d(k) = 2(%”)_1. (14.61)

There must be n states in a region (—kg < k < kg), where kg, the Fermi wave
number, is the highest-energy occupied single-particle state for the ground
state of the n-electron system. Thus
ke Q 20k
n= J dkd(k) = 2(2—) (2kp) = —E, (14.62)
v

—kyp T

or, using equation (14.50),
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The ground state energy E is

" F P QB 2k
E‘ng‘_h dkd(k) 5 =2 S 3

having used equation (14.36) with v = 0, and equations (14.57) and (14.51).
If we define the Fermi energy g by

Pkt
=— 14.64
€F Zmb ) ( )
then the total energy can be written in the alternative forms
2
g, =) (14.65)

3 24my,

The first form shows that the total energy is extensive, that is, proportional to
the size of the system, if one notes than n = py€2.

It is trivial to show that the normalized single-particle Hartree eigen-
functions ¢;, equation (14.56), are

@i(x) = Q12 (14.66)

Then from equation (14.33), the many-electron wave function is
x) =" M (14.67)

and the electronic probability density |¢|* is
Y] =" (14.68)

In equation (14.68) we see explicitly that the probability density for particles
to be at 7y,...,r, is uniform; that is, independent of all the electronic
coordinates. This has the consequence, of course, that the expectation
value for the particle density, proportional to the charge density, from
equations (14.37) and (14.67), is

n

1
Wloeplt) = g5 D [ oy 8 = )

j=1
=Q"Q" 12 J dx; 6(x — x;)
j=1
n

The result of the last integration in equation (14.69) is valid, of course, only in
the limit Q — oo. The fact that the expectation value is uniform in equation
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(14.69), taken together with the Fourier expansion equation (14.40), shows
that

(pr) =0 fork #0 (14.70a)
= py for k = 0. (14.70Db)

Equation (14.70a) follows directly from the definition of p;, equation (14.43)
as well, when taken with equation (14.67).

Equations (14.70) have an important consequence for the Hartree equa-
tion with non-zero interactions, equation (14.52), which in one dimension is

{_2_11 ka<P—k>ei/m}j>:5i|j>' (14.71)

We see that, if we substitute the uniform solution into the self-consistent field
terms in (p_;), then equation (14.71) becomes
nod?

_ _zmb @ ;= (Ej + ’wO)SDjv (1472)
so that the uniform solution equation (14.56) is a solution of the Hartree
equation even with non-zero electron interaction, where now, however, the
eigenvalue €; and eigenfunction ¢; are

k? ,
g = (;n—qi - nv()), gy = Qe (14.73)
In equations (14.72) and (14.73) vy is
1 Q
Vg = (vk)k:O = ﬁ J() dXU(X), (1474)

from equation (14.39), adapted to one dimension. Thus v, is simply the
spatial average of the pairwise electronic interaction. The only difference
between the total energy in the uniform state with arbitrary pairwise elec-
tronic interaction, and that with none, is at most an additive constant: see
equations (14.74), (14.63) and (14.49). The uniform state, equation (14.67),
is therefore a solution in the Hartree approximation for the pairwise inter-
acting electron gas.

14.3.3 The periodic solution

Referring to equation (14.71), suppose that there were a self-consistent
solution such that, for a particular value of k, say k = K, the coeflicient
vk {p_g) is dominant in comparison with other k values, and that the self-
consistent field is symmetric in 7, as v is: see equation (14.38). Then

v_g(pk) = vg{p_k), (14.75)
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and the Hartree equation reduces to

—5— 73— —vklrx) COS(KX)} =% (14.76)

where

Equation (14.76) is a form of the Bloch equation for electrons in a
periodic potential. From elementary solid state theory, and to be shown in
the next section, the Bloch eigenstates are of the form

@i (x) = " u(x) (14.78)

where u;(x) is periodic with wavelength
A= (14.79)

which is the periodicity of the potential: see equation (14.76). It follows from
equation (14.78) with equation (14.33) that, similarly to equation (14.69), the
charge density is

(Wpoplth) = 277 Q! Zj o, 5(x — x,) € u,(x))

j=1

QZ (). (14.80)

j=1

which is periodic in x because u;(x) are. Let us at this point compare the
results of the uniform solution with the postulated periodic case. In the
uniform case we have

’k? "
- _ O~ 1/2 Gkx
Ex (Zmb) , o=/ e (14.81)

from equation (14.73) with (14.77) where here and henceforth we shall label
Hartree eigenstates and eigenvalues by k rather than j. In the periodic case
we have £;, an eigenvalue of the Bloch equation (14.76), with eigenfunction
of the form

(%) = e (). (14.82)

We know, and shall later show, that in the periodic case, the Bloch eigenvalue
spectrum will have gaps at k = (£mK/2), with m an integer and K the primi-
tive translation vector of the reciprocal lattice of the periodic potential, as
illustrated in figure 14.1. Below the gap, introduction of a periodic potential
lowers the single-particle energy relative to the parabola of the uniform case,
equation (14.81); just above the gap the energy is raised. We therefore arrive
at the following conclusion. If the interacting one-dimensional electron gas
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€k .

> k
-K _ 0 K _
2 =k 2 =
Figure 14.2. Lowering of total electronic energy (shaded area), relative to the uniform
solution, of a periodic solution with first band gap at k = K/2 = kg, in one dimension.

has a periodic state such that the first gap occurs at |k| = kg, then the total
energy will be lower than that of the uniform solution. The difference in
energy will be given by the shaded area in figure 14.2. In that case, the
ground state will be this particular periodic state: that is why we have
limited the previous statement to the first gap, although the statement may
still be correct for higher gaps.

We note that the periodicity associated with K/2 = kg has a wavelength
A in x-space of

2w

K kg
In general, this has no simple relationship with the periodicity of the static
crystal lattice, i.e. the atomic ordering, which has been removed from the
problem by introduction of the band mass m,, in order to illustrate the
charge density wave effect most simply. However, if we consider a monatomic
one-dimensional ‘crystal’ with one atom in the primitive unit cell, and one
conduction electron per atom, the average distance between atomic cores in
the crystal is

A (14.83)

Q0
A==, 14.84
; (14.84)

From equation (14.83) with equation (14.62), we have for the wavelength of
the electronic density distribution in the periodic case,
2Q
A=l =20 (14.85)
kF n
i.e. twice the average distance in the atomic ordering. For this ‘crystal’ as a
whole, therefore, electrons plus atomic cores, the periodicity will be twice



312 Charge density waves in solids

the average interatomic distance, even though the atomic cores are identical.
In equilibrium, the cores will not be evenly spaced with interatomic distances
A, but rather will be spaced according to a pattern (A + «), (A — «), (A + «),
etc. In experimentally observed charge density wave materials, this perturba-
tion of the crystalline order can be observed upon transition to the charge
density wave state. Equation (14.85) represents the simplest case of a
commensurate charge density wave, where the wavelength is a rational
multiple of the average atomic spacing. It may also happen that atomic
ordering, expressed more accurately than simply through the band mass,
prevents formation of a self-consistent field whose periodicity places a
band gap at k = kg. The total energy in a charge density wave state may
still be lower in such a system than that of the ‘uniform’ state, however, pro-
vided that, in the one-dimensional illustration, only a small number of states
are occupied above the gap, so that the total area under the curve in figure
14.2 up to kp = K/2 is still less than that under the parabola for k < k.

In two and three dimensions, a new consideration enters the problem. In
three dimensions, with a periodic potential, the regions of forbidden energy
(the band gaps) occur for k-values that define a set of planes in k-space
(reciprocal space) as orthogonal bisectors of the reciprocal lattice vectors.
These planes constitute Brillouin zone boundaries. Working outward from
the origin of k-space one first encounters the first Brillouin zone boundary.
Continuing outward, one encounters the second Brillouin zone boundary,
and so on. The Brillouin zones are therefore volumes in the three-dimensional
case, bounded by surfaces. These matters are covered in standard discussions
of crystal structure and band theory: see for example Grosso and Pastori
Parravicini (2000). In a two-dimensional system, the Brillouin zones are
areas, bounded by straight-line segments, and in one dimension the Brillouin
zones are segments of the one-dimensional line, bounded by points
k = +(mK/2), as we have said. In figure 14.3 we show the first Brillouin
zone boundary for a square Bravais crystal lattice in two dimensions. The
first Brillouin zone is also square. (For a simple cubic crystal lattice the
first Brillouin zone is a cube.) Thus in two dimensions, there is a band gap
everywhere on the square boundary of the first Brillouin zone. For a weak
periodic potential, the one-electron energies are approximately proportional
to |I€ |2 , and the band gaps are narrow. In such a case it commonly occurs that
the energy in the corners of the first Brillouin zone is higher than that above
the band gap at the center of a side of the zone: points A and B respectively in
figure 14.3. Thus generally the question whether or not there will be a charge
density wave ground state depends on details of the crystal structure and of
the pairwise interaction for electrons. What is clear, however, is that if the
electronic distribution spills over the band gap at some points without
filling the Brillouin zone, then the material will not be an insulator: infinitely
small energy excitations will be possible into the corners of the Brillouin
zone, and to states adjacent (in k-space) to those that are occupied just
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Figure 14.3. Illustration of how the Fermi region (shaded) in a two-dimensional charge
density wave solution may fail to have an energy gap everywhere at its boundary, even
though the first Brillouin zone (the square) contains exactly one state per electron.

above the gap, as in figure 14.3. Exactly similar remarks apply to the three-
dimensional case, but with even greater likelihood of the ground state not
being an insulator. We emphasize the possible origin of an insulator
ground state associated with a charge density wave electronic configuration.
Itis an insulator state not due to the atomic ordering in the crystal, but rather
due to an ordering induced by the characteristics of the effective pairwise
interaction among conduction electrons.

14.4 Charge density waves: the Mathieu equation

14.4.1 The Mathieu equation

We now return to the one-dimensional example with a single dominant
sinusoidal term in the periodic self-consistent field in the Hartree approxima-
tion, equation (14.76). This is in fact a form of the Mathicu equation
(Mathieu, 1868). Apart from the self-consistency feature, our treatment
follows that of Slater (1952). For the wave number K, we choose the value
that puts the first band gap at kg, namely K = 2kg, equation (14.83). We
introduce dimensionless variables and parameters as follows:

k T = UK ! E

:k s =—, — —
n EFX q kF EF? € c

e}

s = anKSPK). (14.86)

POEF
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where kr and e are given in equations (14.63) and (14.64), and € is given in
equation (14.77). From equation (14.77) we should have

&, = (g + nvy), (14.87)
labelling Hartree eigenstates by k rather than j, and therefore
£ =e, (14.88)

In equations (14.86), I" is a dimensionless form of the pairwise electron—
electron coupling constant, and s is a dimensionless amplitude of the periodic
potential. With these notations we have, from equation (14.76),

a1
{—d—nz—zscos(h)) —5;}@(1(7)) =0. (14.89)

We now derive the properties of ¢,(7), equation (14.89), that follow
from the periodic potential. We introduce a complete orthonormal set of
basis functions for the region 0 < x < ) with periodic boundary conditions.
Consider the function &,(n),

&) ~ €, (14.90)
where ¢ = k/kg; n = kgx. Periodic boundary conditions require
gkg€) = 27tm, m=0,£1,4£2,... (14.91)
Using equation (14.62) for kg, this becomes
4
g==", (14.92)

where 7 is the number of particles. Since we have = nw/2 when x = (2, for
orthonormality we consider

nm/2 o nm/2 47 ,
J dne e = J dn exp [— (m' — m)n]
0 0 n

_onm ™) sin((m' — m)]
= (14.93)

In equation (14.93), if m # n?', the result is zero, from the sine. For the case
m = m' we consider

lim (Smx> —1, (14.94)

x—0 X

and conclude

0

o (14.95)

nr/2 .
e i T
0 2
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whence the normalized basis functions

&,(n) = (3)1/2 e, (14.96)

nm

From equation (14.83), the wavelength of the periodic potential in x is
(m/kg), and in 7 it is 7 (since 7 = krx). The elements of the Bravais lattice
in i are therefore (um), p = 0,£1,4£2, ..., and the elements of the reciprocal
lattice are

QV:%y:b/, v=0,+1,42,... (14.97)

Now Bloch’s theorem [see for example Ashcroft and Mermin (1976,
Chapter 8)] requires the eigenfunction ¢,(n), equation (14.89), to be of the
form given in equation (14.82), namely,

Pq(n) = (2

12
7 14.98
2) o, (149%)

where u,(n) has periodicity of 7 in 7, in the present case. Thus u,(n) has the
form

uy(m) =Y ax(q) e, (14.99)
A

where A = 0,+1,42,.... Consider now the normalization condition for the
coefficients a, in equation (14.99),

nm/2 5
1= JO dn e, (n)]

2 * /2 2i(N =)y
= (=)D a(g)ax(a) dne
nm

IS 0

- ;ai(q)m’(@ (X~ X2 W . (14.100)

Now we have an even number n = 21’ of electrons, each occupied spatial
Hartree eigenfunction ¢,(n) being found in both spin-up and spin-down
manifolds. Thus in equation (14.100) we have

sin[(\' — N7} =0 for X' # ),
=1

(N — A for N = A, (14.101)
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see equation (14.94). Thus equation (14.100) reduces to
1=>laf. (14.102)
)

We now substitute the Bloch wave, equation (14.98) with equation
(14.99) into the Mathieu equation (14.89), writing the cosine in terms of
complex exponentials,

Z {[(q + 2)\)2 o 8;] ei(q+2/\)n o %S[ei[quZ()\Jrl)]n + ei[q+2()\71)]n]}a)\(q) —0.

A=—00

(14.103)

Thus if we multiply equation (14.103) by exp[—i(g + 2\ )] and integrate over
(0,n7/2), we obtain

0={[(g+2X) - eglax(q) — §slay_1(q) + ay41(q)]} (14.104)

This is an alternative form of the Mathieu equation (14.89): it gives the
relationship that must be satisfied by the Fourier coefficients a,(¢) of the
Bloch-type solution, equations (14.98) and (14.99).

14.4.2 Solution away from the band gap

We now apply perturbation theory to solve equation (14.104), based on the
assumed weakness of the self-consistent field periodic potential: s < 1 in
equations (14.89) and (14.104): see also equation (14.86) for the definition
of 5. In the relationship

g — 47“11<<P—K>
POEF

(p_g) will be a function of s, as is the wave function used in the expectation
value. Equation (14.105) will therefore determine the functional relationship
between s and wvg, which are both being assumed small. The specific
relationship that will be obtained enables us to discuss, in section 14.5, the
non-analytical relationship between the uniform and charge density wave
solutions. Such a non-analytical relationship occurs in a variety of
quantum-mechanical systems.

If the Bloch electrons are to form a sinusoidal charge density wave, of
wave number K = 2k, so that Kx = 29, then we should expect the periodic
part of the Bloch wave, u,, equation (14.99), to be dominated by the terms in
exp(£2in), i.e. the terms in A = +1. We assume that these terms have
coefficients @+ of the order of s, with higher harmonics, |A| > I, having
coefficients ~s*l. We shall find that such a solution exists. On this basis,
we shall apply perturbation theory to the Mathieu equation (14.104), in
order to obtain a solution to second order. This entails terms up to

(14.105)
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|N| = 2, namely

N=0 (¢ —ep)ag = 1sla_y +ay), (14.106)
N=1 [(g+2)* = €}la; = Ls(ap + ay), (14.107)
N =-1 [(g—2)* —ehlay =Ls(ay + ap), (14.108)
N=2 [(g+4)—¢elay~1is(a), (14.109)
N=-2 [(g—4)’—¢ea,~isa,), (14.110)
We also write &, as
e~ [e + 5l + 2. (14.111)

We now build up the solution in successive orders of s. In zeroth order, from
equations (14.111) and (14.106),

el = 4 (14.112)
In first order, from equations (14.106), (14.111) and (14.112),

el =0, (14.113)
and, from equations (14.107) and (14.108),

N a

1
2 2 2 _ - _ 2 )
(¢ +2) —qa 754 = @ =1 G+ 1) (14.114)
1 s a
[(q — 2)2 — qz]a,l = ZSCIO —d_| = E (—Tj—l) (14115)

In second order, we have, from equations (14.106) and (14.112)—(14.115),

SRCIC S i N U S
T TAT6 (g + 1) (—q+ 1)
or
1 1
@ __ 2 _ 14.116
K 2(1-q) ( )
and, from equations (14.109) and (14.110),
15 a
4?2 — Pla, = - > % 14.11
[(¢+4)" —qlay ATATESE (14.117)
15 a
VP, = 0 14.11
g =47 ~ a2 =3 16 7 (14.118)
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or

1/s\ a
dir :§<R> TEDITED) 1)((’qi2). (14.119)

Normalization of the eigenfunctions, equation (14.98) with equation (14.102)
determines «,

1= (Jao* + | [* + la_y[*), (14.120)
to second order in s. From equations (14.114) and (14.115), equation (14.120)

becomes
2 2
2(l+¢7)
1 =421 R W S
CZO{ +<16> (1_q2)2}7

or, still to second order,
1

2 2y~ 2 2
5 s\ 2(1+¢7) s\ 2(1+¢7)
=<1 — ) ——= =l —(—=) ——=. 14.121
ap { + (16) (1 B q2)2 16 (l _ q2)2 ( )
14.4.3 Solution near the band gap

Examining equations (14.114), (14.115) and (14.119), we see that ay; and a.,
diverge as ¢ — +1, and therefore, since ¢ = k/kp, and the first band gap is to
be at |k| = K/2 = kg, i.e. at |¢g| = 1, the solutions obtained so far are not
valid near the gap. As is well known [see for example Mott and Jones
(1936, Chapter II, section 4)] the method of degenerate perturbation
theory must be applied in this case. Near ¢ = +1 (k = +kg), we see from
equation (14.114) that a_; becomes comparable in magnitude with «,, and
therefore cannot be considered to be first order in s. The zeroth-order
problem from the Mathieu equation (14.104) then is

N=0: (¢ —eMay=1sa, (14.122)

N=—1: [(q—2)* - a((]m]a_] = Lsay. (14.123)

The necessary and sufficient condition for a solution to exist for this system
of homogeneous linear equations is that the determinant of coefficients of «,
and a_,; should vanish,

{(q2 — ) [(g—2)? — 0] - G)Z} =0, (14.124)

whose solution is

oefoenofo o (3]

1/2

}. (14.125)
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In equation (14 125) we have chosen the negative square root, so that 5(0) will
be less than q for 0 < ¢ <1. Substituting equation (14.125) into equatlon
(14.122) we obtain

{~20- 0+ |atg- 17+ <z)]

We substitute the zeroth order solution 55,0), equation (14.125), into equations
(14.107) and (14.110), noting that now, for 0 < ¢ <1, a_, will be first order

small

1/2

1
}ao = 450-1- (14.1206)

(g +2)* —e]ay = §sa, (14.127)
(g —4) —elasy = fsa_y. (14.128)

We substitute for a; and a_, into equations (14.106) and (14.108), using
equations (14.127) and (14.128) to express «¢; and a_, in terms of the
dominant coefficients aq and a_;. The results are

=[(g+2)7 —s,f)]l(%)ao, (14.129)

ay=(g—4)7 -] G) ay, (14.130)

whence, from equations (14.106) and (14.108),

(% — el)ag = G) {al +l(g+2)* 0! G) ao} (14.131)

(g —2)*—cla_ = (2) {[(q —4)? — g0y (%) a + ao}. (14.132)

We rewrite equations (14.131) and (14.132) in standard form as

{7-d- (j)2[<q+z>2 7 e ()a=0 (413)
G) ap — {(q 2 ¢l - (2)2[(4 — 42 — 0! }al =0. (14.134)

In the above equations (12.127)—(12.134), 5510) is given by equation (14.125).
The necessary and sufficient condition that equations (14.133) and (14.134)
have a solution is that the determinant of the coefficients for ¢, and a_; be
zero, determining £} in second order. We note that equation (14.125) for
55,0) contains a term of order s. We assume that the region near the band
gap at g = kg is defined by

(1-4¢)<s. (14.135)
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Let us now obtain the correction of order s to 5510), equation (14.125).
Write

e~ (e 4 2. (14.136)
The determinantal condition applied to equations (14.133) and (14.134) gives

{@ - eia -7 - e - (j)z}
e-afse (s

+la-27~ -2 - (3]

2 2
+ [_szgg% - G) 71] [_szggﬂ - G) %} = 0. (14.137)

In equation (14.137), we have defined

m=g+2)* -0, (14.138)
=g -4 -0 (14.139)

In equation (14.137), note that the first line is zero: see equation (14.124). We
note that 4, and 7, are of leading order s°. Expanding out equation (14.137),
we now have

2 4
N N
() + <Z> (n +n)s’ey + (Z) N2

— (¢ — &) + (g —2)* — )57y

2
K
- (Z) (=D +1(g-22 Wy} =0, (14.140)
Now from equation (14.125) for 5,(10), we find
5 o , $\271/2
(@ ) =-2(1-¢) + [4(1 —q)" + (Z” , (14.141)
and
5 o , S22
[(g—2° =] =2(1-q)+ [4(1—q) + (Z” . (14.142)

We therefore see from equation (14.135) that both equations (14.141)
and (14.142) are of order s. Thus the first line of equation (14.140) is of
order s*, while the second and third lines are of order s°. Neglecting the
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first line, we have

-2 [4(1 —q)+ (3)2}1/12552 - (3)2« e+l =27 —elIm}-

(14.143)
We now want v, and 7, to order s°. From equations (14.138),
= +4g+1)-P)
=[dg-1+8+g -
S\271/2y !
= {8—4(1 —q)—2(1—q)+ [4(1 -9’ + (Z)} }
~ ! (14.144)
~3 .
Similarly from equation (14.139),
1
Ay (14.145)

Now, using equations (14.141), (14.142), (14.144) and (14.145), equation

(14.143) becomes
2 2 2
olat—a2+ (Y] 2o~ (Y Lala— o2+ (2
2[4(1 q) +<4)} sey ~<4) 82{4(1 q) +(4)}
1 2
Pe? m - o (5) . (14.146)

Thus, from equations (14.136), (14.125) and (14.146), we have the single-
particle energy to order s” for (1 — ¢) < s, near the gap,

1/2 1/2

or

e = {q2 121 —q) - [4(1 9P+ Gﬂ]/z —% G)z} (14.147)

We now return to equations (14.133) and (14.134) to determine a_; in
terms of aq, to order 5,

(e oo ()
G)ao - {+2(1 A [4(1 9P+ Gﬂl/z}al, (14.149)

1/2

}ao, (14.148)
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having used equation (14.147) along with equations (14.138), (14.139),
(14.144) and (14.145). Thus, from equations (14.148) and (14.149),

ool (]

© fanmg+ -+ (]}

|

Normalization to order s° can be achieved now by using equations (14.150),
(14.129) and (14.130),

1/2

(14.150)

1= {laol* + la_1 > + |ar [* + as[*}. (14.151)
Now, to order s, from equations (14.129), (14.130), (14.144) and (14.145),
s
a) = —ﬁao, (14152)
s
a_, = *37261_1, (14153)

so, from equation (14.151),

1= {[1 + (;2>2}(|a0|2+ |a_1|2)}, (14.154)
or

o sV _ 2|’
(oo +1a Py~ 1= (55| = o (14.155)

o (7

The last line of equation (14.155) follows from equation (14.150). Solving
equation (14.155) we have

lao 2 :% 1+ 21— ¢g) [1 - (%ﬂ (14.156)

Q]

14.4.4 The self-consistency condition

1/2

We are now in a position to establish self consistency for the Hartree wave
functions by solving equation (14.105) for s as a function of I' = (vg/ef),
thereby obtaining the wave functions, equations (14.82) or (14.98) and
(14.99), directly in terms of the physical parameters of the crystal. From
equation (14.105), we must evaluate (p_g). From equations (14.47) and
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(14.45), with equation (14.33), we have

(k) szdm e oy (). (14.157)

In equation (14.157) we now introduce 7 = kgx, equation (14.86) and
equation (14.90), along with ¢ = k/kg, equation (14.86). In the present
case we are considering K = 2kg, so we have Kx = 27. From equations
(14.98) and (14.99), the integrals in equation (14.157) become

ke dy| 2 iy _ n/2 dp 2 A+ 1
., dnle (e Zcu q)ay(q ne

AN
= Za,\ q)ay(q _5“ X (14.158)
}’l7I' ISy
whence
Ok
L dnle, ()| 2‘”—2@ q)ay_( (14.159)

In equation (14.158), the Kronecker delta comes as a trivial adaptation of
equations (14.100) and (14.101). Equations (14.157) and (14.159) now give us

(p_x) QZZ@ Yay_1(q (14.160)

We can now address the self-consistency condition, equation (14.105)
which, with equations (14.160) and (14.86) becomes

s=2 LSS G a1 (). (14.161)

Now from ¢ = k/kg, the density of points in ¢ space is

2 ke _n. (14.162)

d(Q)Z@ZTzz

Thus, converting the sum over k in equation (14.161) to an integral, we have
s_zanj dgai(q)ay_,(q), (14.163)

having used p, = n/€2, and the fact that the range of k in the first Brillouin
zone for this charge density wave case is (—kg < k < kg), corresponding to
(=1 <g<1). In fact, from the symmetry of u;(x) about k=0, we can
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write equation (14.163) as

1
s:4nFZL dgay(q)ay_1(q). (14.164)

A

We now have the problem of substituting into equation (14.164)
expressions for a,(g), equations (14.114), (14.115), (14.119) with (14.121)
for 0 < g < (1 —s), and equations (14.129) and (14.130) with equations
(14.150) and (14.156) for (1 —s) < ¢ < 1, and then evaluating the integrals.
We first collect the above expressions.

For0<g¢g<(1-y),

i :i s (14.165)
1/
2(—6> lj:q Zj:q) (14.166)
> (s 2(1+c1)
a = {1 (16) a—er } (14.167)
For (1 —5) <g<1,
a, = [(61—&—2)2 —5510)]71 (%)ao, (14.168)
a_,=1[(qg—4)?* 0! G)al. (14.169)

From equations (14.138), (14.139), (14.144) and (14.145), we have, to lowest
order,

a ﬁao, (14170)
ay=—a (14.171)
72 —_— 32 71- .
In addition, equations (14.156) and (14.155) give
1 2(1 —q) s\
2 _— p— —_—
jaol> =5 ) 1+ P [1 (32> , (14.172)
4(1 — l
-0+ (3)]
and
1 2(1 —q) s\
2
=3 |1~ 73 {1 - <§> (14.173)
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Returning to equation (14.164), the lowest order terms are:

For 0 < ¢ < (1 —s), away from the band gap, from equation (14.165),

(aya +aa)~s 2
0¢—1 1¢0 N16(1—q2)

(14.174)

For (1 —s5) <¢ <1, near the band gap, from equations (14.170) and
(14.171),

laoa_ + (aray + a_1a )] = {aoa1+—ﬂa0f-+|a12)<§%):}. (14.175)

From equations (14.172) and (14.173), to lowest order,

lao]* = 1(1+7), (14.176)
a1 P =4 (1 =), (14.177)
where
2(1 —
y = (=9 o (14.178)

o (3]

For evaluating (aga_;) in equation (14.175), we choose the positive square
root for «,

ay =271+ )2 (14.179)

For a_;, we must choose the sign that matches a_;, away from the band
gap, i.e. from the region 0 < g < (l—s) at ¢g= (1 —s). In this region,
from equation (14.165),

A day 5

“4W*“‘””:‘Rat715*ﬁ- (14.180)

In the same region, from equation (14.167),

|%@HUQWFP£4. (14.181a)
Thus
aglg— (1—5)") = (1_%62) ~ 1, (14.181b)
so equation (14.180) gives
ai(g—(1—-35)" =~ % (14.182)
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From equation (14.177), for (1 —s) < ¢ < 1, near the band gap,

a_ = 427121 = )12 (14.183)
From equation (14.178),
2s 1 1
+\ — ~
Vg —(1—-s5)7) = N2 111727 (1_@) (14.184)
2 2 1 J—
@] s

Returning to equation (14.183) with equation (14.184),

ailg = (1-97) =221~ (1 _llﬁ)]l”

1
= 42712 (128)71/? =+ (14.185)
Comparing equations (14.182) and (14.185), we conclude that
a =220 - (1-s5)<qg<1. (14.186)

Returning now to equation (14.175), using equations (14.179), (14.186) and
(14.155), we have, near the band gap,

lapa_, + (a1ap + a_a_»)] = {%(1 — AV (312) [1 - (%ﬂ }

(14.187)

From equation (14.178), this reduces to

) 1 1
(g) i ; ) +Z (14.188)
-0+ (5) ]
to order s.

For the self-consistency condition, equation (14.164), we have the fol-
lowing integrals, from equations (14.174), away from the band gap, and
(14.188), near the band gap,

1 . s (=9 1
B R I ] e

N Jo

+5J] d : + 31 (14189
8 (1-s) q 5 s 2912 4| :
4(1—(1) + Z
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(1fs)d 1

Jo q(1*q2 7Jo
1
2

1
= E{—lns—l—ln(2 -9}

Now

—

(I—ys)

+N|

:%{—lns—HHZ} (14.190)
for small s. Also in equation (14.189)
1! s
- dg =-, 14.191
i, da=5 (14.191)

which gives a term ~s® in equation (14.189), which we are neglecting.
Furthermore,

! 1
J dq 1727 u:(l_q)

zéln(lé) =2In2. (14.192)

Thus, collecting results from equations (14.189) to (14.192) we have the
self-consistency condition equation (14.164),

S=4nf{% B(—lns+ln2)+2ln2”. (14.193)
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Thus
1 = —4nl % (Ins—5In2),
whence
LR (i) _ -l
16 32 4nl’
or finally,

s = 32exp|—4/(nT)]. (14.194)

Now our perturbative treatment requires s < 1, which can only be true in
equation (14.194) if T is small and positive. From the definition of I" (equation
(14.86)), this requires not only that vg (p_x) be dominant in the scf in equation
(14.71) for K = 2kp, but also

vk = Uy, = Dkg > 0, (14.195)

that is, that the effective pairwise potential in equation (14.32) should be
attractive at Fourier component k = K = 2kg. For this to be the case, the
corresponding Fourier component of the effective pairwise potential due to
electron—phonon interaction, [—v/(r)] must be attractive also, with sufficient
strength to exceed in magnitude the corresponding Fourier component of the
electron—electron Coulomb repulsion: see equations (14.28)—(14.32).

14.4.5 The total energy

We can now compare the total energy of the charge density wave solution, in
Hartree approximation, with that of the uniform solution. From equation
(14.73), we see that in the presence of the periodic potential, as in equation
(14.76), the uniform solution gives

g

= 14.1
- (14.196)

&j

since vy = 0 for a sinusoidal potential. The total energy E, for the uniform
case is therefore given by equation (14.49),

Ey =) g, (14.197)
J

since (p;) =0 for k #0, equation (14.70a), and vy =0 for k=0, as
mentioned above. Thus, from equation (14.197) with equation (14.86) for
£(q),

1

1
b _ J dg d(9)q* = 2J0 dgd(g)q’ (14.198)
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where the density of states d(g) of g-space points is given, in equation
(14.162) to be (n/2). Thus, equation (14.198) gives
E, n (! N
22| g = 14.199
- 210 94 =3 ( )
Now consider the total energy of the periodic solution given in the
previous section. Let us first consider the term from the self-consistent field
(scf) in the energy expression (14.49); denote it E;:

2

E n
— = okl (o) + vl (px)}
EF 2p0€]:
n2
NTIYS (14.200)
POHEF

the last line coming from equation (14.75) plus the fact that vy = v_g. In our
dimensionless units, equations (14.86), this becomes

B _pler_pll

— —. 14.201
& T6ug 16T ( )
Now from our scf solution, equation (14.194), this is
E, s n S
—=——-In{—=|. 14.202
e 164 (32) ( )
The rest of the energy, E,, comes from the Hartree eigenvalues ¢;, or £(¢),
E2 €j ! n
22N 2| dg= 14.203
2322 dg5e) (14.203)

J

where (g) is as follows:

For0<¢g < (1-y),

2
e(g) = {cf — ;—2 ﬁ} (14.204)

from equations (14.111)—(14.113) and (14.116);

for (1 —s)<g<1,

e(q) = {cf +2(1—q) — [4(1 — g+ Gﬂl/z —é G)z} (14.205)

from equation (14.147). The total energy E in the periodic case, is
E = (E| + E,). (14.206)
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Thus, the difference in total energy between uniform and periodic solutions is

(Ey — E) 5* s 5* JU-*‘) 1 Jl
O (=) —nd - 42 1—
= em) TUnh Yoot et
1 s 241/2
S wbo-o )]
(1-5)
1/s\ (!
_(s , 14.2
8(4> J(ls) dq} (14207

Note that the terms in ¢* in the integrand are completely cancelled. The
various integrals in equation (14.207) are

R A (=R

1
— 3 {~Ins +In(2 - )} (14.208)
1 2\ ! 2
J dg(1—q) = (q—q—) =2 (14.209)
(1-s) 2Ja-y 2
! 1/s\ &
Lisy s 14.21
Ll_s) dq8(4) 128 (14210)
1/2

1 2
| dq[4<1—q>2+(5)}, u=(1—g)
(1-) 4
:2[ duli® + a*)'?, a==
0 8
= {u(? + )" + & In(u+ [i? + a*)*)},

() () el () - () =6))

Using these results, equation (14.207) becomes

o)

Bo—B) _ of 1o 11 -
- = ns 64(lns ln32)+322[ Ins+1In(2—s)] —1

1 /s
=7 14.212
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Note that the terms in (s* In s) cancel, and that In(2 — 5) ~ In2 for s < 1. We
neglect the term in s°, and are left with

(Ey—E) o 1 1 1\/?
— = ——In324+—1n2-1 1 +—
. ns a n3 +64n + +82
1 1\ 1
We expand
1\'/? 1

and
12 1
m[H(HS—Z) }zln[H—(l—F@)}
=1In [2(1 +i)} ~ (1n2+i). (14.215)
256 256

Combining equations (14.213) to (14.215), the final result is

(Ey—E) (1 11 ns*
Bo—b)_ of b L 1 ns 14.21
o "\ 128 T2 256 T 128 (14.216)

The conclusions from equation (14.216) are that the periodic solution has
energy lower than that of the uniform solution, proportional to the
number of electrons 7 and of order s*>. Harking back to equation (14.194)
for s, we can express equation (14.216) as

(Ey — E)

= 8nexp[—8/(nl)]. (14.217)
€F

14.5 Discussion

We have been considering a one-dimensional interacting electron gas in
Hartree approximation. The interactions include Coulomb forces, and
other effective pairwise forces arising from interaction of the electrons with
an external field, such as the phonon field of a solid. We have found that
in such a system, where the Hartree equation takes the form of equation
(14.71), the spatially uniform state, equation (14.67), is always an exact
solution. We have then raised the question whether the uniform solution is
the ground state. We have found that if the net effective pairwise interaction,
Coulomb plus externally mediated, is attractive, and is dominated by a
particular Fourier component, then a spatially periodic solution (a Bloch
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state) exists, determined by a Mathieu-type Hartree equation (14.76). If the
wavenumber K of the periodic self-consistent field has the value K = 2kg,
equation (14.83), then the first band-gap of the Bloch wave spectrum
occurs at the Fermi level, k = kg, and the total energy may be expected to
be lower than that of the uniform state. In the approximation of weak net
effective pairwise interaction,

UK _p <, (14.218)
€F
a self-consistent solution of the Hartree equation exists only for I' > 0. This
means that the net effective pairwise interaction is an attractive force. Since
the Coulomb force between electrons is repulsive, it means that the externally
(phonon) mediated effective force must itself be attractive, and large enough
to overcome Coulomb repulsion at the given wavenumber k = 2k.

Since the uniform solution is an exact solution of the Hartree equation
for non-interacting electrons equations (14.55), (14.59) and (14.60), we might
think of trying to get to the periodic solution in the presence of weak inter-
actions by a perturbative expansion based on power series in I' for the
Hartree eigenfunctions and eigenvalues, of the form

fO) = {fo + i+ AT+ ). (14.219)

Now the effect of the perturbation due to weak interaction is borne by the
strength s of the periodic self-consistent field in the Hartree equation,
expressed in dimensionless form in equation (14.89) where, from equations
(14.80),

s = anp LK) (14.220)
Po

Applying perturbation theory to equation (14.89), the power series expan-
sions for Hartree eigenfunctions and eigenvalues are of the form

F(s) ={Fo+ Fis+ Fos” 4+ -}. (14.221)

Now the dependence of s on I' is not simply linear, as equation (14.220) may
seem to imply, because (p_g) depends on I' through the Hartree eigen-
functions (see equation (14.45)), and the eigenfunctions depend on I'. If
the dependence of s on I" could be expressed in terms of powers of T', then
equation (14.221) could be rewritten in the form of equation (14.219), and
the interacting periodic state would be obtainable in terms of small pertur-
bative corrections to the uniform non-interacting state. In fact, we have
found the explicit relationship between s and I" to be of the form

s ~exp(—a/T), > 0; (14.222)
see equation (14.195). Write
I' = ag, (14.223)
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so that equation (14.222) becomes
s~e Ve (14.224)

Clearly, from equation (14.224), s is small when g, or I, is small. But consider
the possibility of expanding s as a Taylor series in g, about the value g = 0.
For that, we need to know the values of the derivatives of s with respect to g,
evaluated at g = 0. Now,

d 1
S~ (14.225)
dg ¢
The limit (g — 0%) is indeterminate, and L’Hopital’s rule does not help, for
differentiating numerator and denominator of equation (14.225) gives
c (14.226)
— 14.226
(2¢°)
The result, as g — 07, is still indeterminate as are all higher order derivatives.
We therefore have non-analytic behavior for s as a function of g, or T,
near g =0, although the curve approaches s =0 smoothly as g — 0.
Consequently, the properties of the system cannot be described in terms of
relationships of the form of equation (14.219). From the second derivative,

2
d—‘§~ (—%+i4)e1/g, (14.227)
dg g g

we see that s(g) has a point of inflection, and a horizontal asymptote as
g — oo. Our derivation, however, is only valid near g =0, s = 0.

In summary, we have the situation that a weak perturbation, the specific
effective pairwise potential described above, with strength I', when intro-
duced to the non-interacting electron gas, creates a periodic ground state
that is not accessible in any order of perturbation theory based on the
small parameter I', by starting from the non-interacting uniform ground
state. The reason is because the perturbed ground state behaves non-
analytically as a function of I" near I' = 0. This then amounts to a cautionary
note, that the application of perturbation theory must be limited to cases
where the unperturbed starting point is qualitatively like the perturbed
state, in the sense that the latter is analytically related to the former. The
situation, illustrated here by charge density waves in the electron gas, also
occurs in some other vitally interesting quantum-mechanical systems,
among them the BCS theory of superconductivity [Bardeen et al. (1957)].
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Exercises

Chapter 1

1.1

1.2

Consider a deformation field #(7) in a homogeneous isotropic solid
material, given by
3
@(F) =Y ua(F)é,
a=1

in ST units, where €, is a unit vector in the direction of the ath cartesian
coordinate axis, and

3
F= Xuq
a=1
is the position vector in the material. Suppose
HI(F) = O.2X1 — 5‘6)(72 —+ 2.1X3,
Hz(?) = 0.2)(71 — 5.6X2 + 2.1X3,

uz(¥) = 3.1x3,
in units of 107> m.

(a) Evaluate the fractional volume change of the sample.

(b) Evaluate the shear angle of the material in the (x;, x,), (x5, x3) and
(x3,x1) planes, and sketch the shear deformation of a rectangle in
each of these planes.

(c¢) Evaluate the rotation of the sample, giving magnitude and direc-
tion of the rotation. For the direction of rotation, give the
cosines of the angles between the axis of rotation and the x;, x,
and x; axes.

Consider a cubic sample of a homogeneous isotropic solid material of
volume 1cm®. It is subject to static stresses described by the stress

339
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1.3

1.4

Exercises
tensor g:
23 =31 08
g= -31 —-04 22
0.8 22 4.6

in units of 10° Nm™2.

Evaluate the force (vector) that must be applied uniformly to each
of the six faces of the cube to produce this stress tensor. Show directly
that the resultant torque from all these forces is zero.

The stresses described in problem 1.2 produce the following strain
tensor €:
0.6831 —3.2529 0.8395
e=| —3.2529  2.1500 2.3085

0.8395  2.3085 3.0965

in units of 107°. What are the Voigt elastic constants ¢;; and ¢,
accurate to two significant figures, for the material?

Using only equations (1.67), (1.68) and (1.77), derive the expression
for Poisson’s ratio in terms of Young’s modulus and the bulk
modulus.

Chapter 2

2.1

2.2

2.3

From the definitions of grad, div and curl, derive equations (2.1), (A2.2)
and (A2.12).
Equation (2.33) is consistent to first-order small quantities, for the
dynamics of an isotropic solid continuum. Carry out the derivation of
this chapter to second order, beginning with equation (2.26), to
obtain the corrections to the quantity (pd), equation (2.18), right-
hand side. Can the new expression be equated to the force per unit
volume, equation (2.16)? Explain your answer.
Suppose that, in equation (2.33), p, is replaced by
po(l =V -id)

introducing a second-order correction.
(a) Do shear waves propagate undeformed?
(b) If so, are plane shear waves transverse, and what is their speed of

propagation?
(c) Do dilatational waves propagate undeformed?

(d) If so, are plane dilatational waves longitudinal, and what is their
speed of propagation?

In each part, explain your answer.
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Chapter 3

3.1

3.2
3.3

From equation (3.47), evaluate the phase difference (in radians)
between the damped plane wave and its associated thermal distribution
wave in an isotropic continuous solid medium.

Derive equations (3.63) and (3.64) from equations (3.61) and (3.62).
Derive equations (3.68) and (3.69) from equations (3.66) and (3.67).

Chapter 4

4.1

4.2

43

Using computer software, plot the curve v versus v, for —1 < v < %,
equation (4.22). Then plot the family of cubics in (¢%), the left-hand
side of equation (4.21), for a selection of values of v within the appro-
priate range. From the resulting plot, verify the qualitative assertions
that are deduced between equations (4.24) and (4.26).

Derive equation (4.34) from equation (4.33). Then derive equation (4.35).
For z = 0, i.e. on the surface, use computer software to plot R versus v in
the physical range, and thereby verify the qualitative assertions that are
made between equations (4.35) and (4.36). Plot R, equation (4.35),
versus z for ep = 2.31 x 10’ m/s and ¢, = 4.69 x 10’ m/s, at a frequency
of 10%s™! and thereby verify the qualitative assertions that are made in
the last two sentences of Chapter 4.

Derive an expression in terms of ¢t, £ and angular frequency w for the
depth |z| at which a Rayleigh wave has no x-component: see equation
(4.35) etc.

Chapter 5

5.1

Instead of our equations (5.38) for the deformation field of an edge
dislocation, the Weertmans (1964) give the following solution:

b —1(Y (A+n) Xy
= — — t‘ —
. 27r{ o (x) T2 (P 1)
b 0 A A+ Y
Uy =——13 — In 5 + v (-
27 | 2(\+2u) R (A4 2p) (x> +5?)
(a) Derive the strain tensor for this case.
(b) Derive the stress tensor. Note that o33 is not zero in this case.
(¢) Derive the force per unit area (P;, P,) on the surface of a cylinder

of radius R with axis coinciding with the dislocation. Show that in
cylindrical coordinates, Py ~ sin(26) and P, ~ cos(20).
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(d) Prove that the net force on the surface at r = R is zero.
(e) Show that the given deformation field is a function of only one
material constant, v, Poisson’s ratio.

Chapter 6

6.1 (a) Evaluate the polaron fractional mass renormalization

*/ 2
mo_g =2 e (e
(5 1) s (25)

[taken from equation (6.71)], for KCI. In order to do so, use Frohlich’s
formula, adjusted for SI units

e’ =K,  K=(K-K")"

where K, and K are low- and high-frequency dielectric constants
respectively. Also use the relationship

o (K)o
K.) "
To evaluate n(, the number of particles per unit volume, use the estimate

given by

£o

ny=-——
%(MK +mgy)

where myg and mc are the atomic masses of K and Cl respectively, and
po 1s the mass density. For KCI, use the following data:
po = l.99gcm73
mg = 64.9 x 107" kg
me; = 58.9 x 102" kg
Ky, =4.68
K., =213
w =271 x 10857

(b) Evaluate the polaron self energy E., equation (6.69), for KCI.
6.2 Referring to section 6.4, evaluate:

(7T(17T(17T/37T/] - 71'”7@37('[}7(&),

in terms of the applied B field or its source current density.
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Chapter 7

7.1

7.2

Consider a form of the adiabatic approximation, equation (7.8), in
which the electronic part of the wave function, taken to be normalized,
depends linearly on the nuclear displacements u, equation (7.14), as
follows:

(e, R) = {60 (r, Ry) + T - u}
Q(A])(L Ry) = (Vs¥))r=r,-

(a) Determine the new effective ‘hamiltonian’ for nuclear motion in
the harmonic approximation. We have placed ‘hamiltonian’ in
quotation marks because the kinetic energy term now involves
the variables wu.

(b) Ignoring this complication, determine the modified equilibrium
condition and force constant matrix.

Note: If we do not ignore the complication in the kinetic energy term,
we must treat the u-dependent parts as momentum-dependent contribu-
tions to the potential energy, or as constituting a mass renormalization
in the kinetic energy.

Determine the analytical expression for the coefficient of thermal
expansion at constant pressure for the crystalline solid in terms its
phonon frequencies.

Chapter 8

8.1

Consider the monatomic linear chain of section 8.2 where, however, the
atomic motions are constrained to one transverse direction (say the y
direction). Assume that atomic displacements are all small compared
with the interatomic spacing.

(a) Assuming that the interatomic ‘springs’ are not under compression
or tension when the atoms are undisplaced, derive the equations of
motion for the atoms. Is the motion harmonic? Explain your
answer.

(b) Suppose the ‘springs’ are all under tension, corresponding to
elongation x,, when the atoms are undisplaced. Derive the equa-
tions of motions for the atoms. Is the motion harmonic? Explain
your answer.

(c) What is the situation if the ‘springs’ are under compression when
the atoms are undisplaced?
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Exercises

Chapter 9

9.1

Consider a monatomic linear chain, as in section 8.2, consisting of shell-
model type atoms, with uncharged cores and shells. Let the core and
shell masses be M and m respectively, and let shell-shell and shell-
core force constants be K and k respectively.

(a) Derive the equations of motion for the system (in longitudinal
vibration).

(b) In general, such a system will have two branches to its phonon
spectrum, as in section 8.3, even though there is only one atom
per primitive unit cell. This will not be the case, experimentally.
This problem is commonly dealt with in shell-model simulations
by taking m = 0, which may seem reasonable if the shells represent
the polarizable part of the electron cloud. Making the approxima-
tion m = 0, evaluate the dispersion relation.

Compare this dispersion relation with that obtained for rigid atoms,
equation (8.22).

Chapter 10

10.1 Derive equation (10.64), using equations (10.61)—(10.63).
10.2 Consider a large (essentially infinite) sample of a binary alloy of atomic

species X and Y. Initially, to the left of a planar interface, the concentra-
tion of X is C;, and to the right it is C,, with C; > C,. The concentration
difference, Cy = (C; — C5) is small, so that the diffusion constant is essen-
tially the same for species X in both regions. Solve equation (10.19), i.e.
evaluate equation (10.43), to determine the concentration difference in
the region to the right of the interface as a function of position and time.

Chapter 12

12.1 Carry out the demonstration mentioned in the last sentence of section

12.2.5, expressing the two-particle part of the total energy in Hartree—
Fock approximation as a single linear operator acting on the single-
particle density matrix.

12.2 Derive equation (12.195) from equation (12.193).
12.3 Explain in words the meaning of

>

a < b(occ)
¢ < d(virt)

in equation (12.211).
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12.4 Refer to the two-particle density formulation of the many-body
problem, equations (12.243) and (12.251).

(a) Express total spin in terms of p,.
(b) Express total angular momentum in terms of p,.

12.5 Refer to equation (12.110). We want to analyse, at the Hartree—Fock
level, a hydrogen diatomic molecule, using an atomic orbital basis
consisting of an s-type (/ = 0) and a p-type (/ = 1) orbital centred on
each of the nuclei (protons). Write out explicit formulae for each of
these four basis functions, normalized. Give a diagram on which your
notation is based.

Chapter 13

13.1 The low-temperature paramagnetic susceptibility of an electron—gas
system is 1.36 x 107>, What is the electron density of the system?
Assume free-electron mass for the electrons.

13.2 From equation (13.130), prove equation (13.132).

13.3 Evaluate the integral of equation (A13.1) by considering a contour C in
the third quadrant of the complex-number plane; i.e. construct the argu-
ment corresponding to equations (A.13.8)—(A.13.12).

Chapter 14

14.1 Prove the assertion following equation (14.35): ‘If v(r = 0) ... same for
all .’

14.2 From equation (14.194) and the discussion following it, show that this
theory is valid only for s < 32: see also equation (14.202).

14.3 Show, both analytically and graphically, that at g =0

d —1/g
— =0.
dg (e7%)

See equation (14.217), and the discussion following equation (14.225).



Answers

Chapter 1

1.1

1.2

1.3

1.4

(a) AV/V =-23x10"".

(b) 713 = —2.7 x 107° radians, <0.
723 = 1.05 x 107 radians, >0.
731 = 1.05 x 107 radians, >0.

(¢) R=3.3x 10" radians: cosf;, = —1.05 x 10>,
cosf, = 1.05x 107>, cosf; = 2.9 x 107>,
Unit outward normal vectors i, j = 1,2,...,

= (=1,0,0), F; = (-2.3,3.1,-0.8);

(2.3, ~3.1,0.8);

)
EN

(1,0 0) F, =

=(0,-1,0),F; = (3.1,0.4,-2.2);
= (0,1, )ﬁ:( 3.1,-0.4,2.2);

= (0,0, )F5 (— 08 —2.2,-4.6);
=(0,0,1), F, (0.8,2.2,4.6),

all in units (x 102 N).
Resultant torque 7:

F=> (Fx F))

J
= (0.5 x 10"%)A;N, whence 7 = 0.
c11—20><10“Nm’2,
¢, = 1.0 x 101" Nm™

1 | E
v==|1—-——=].
2 3B

Chapter 2

2.2

346

Correction to (pd) is

pol—(V - @)0} + 0, (-

V), + 0,(9,i) -

6 on the faces of the cube:

<]1
—
=y
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The force per unit volume, equation (2.16), has not been derived to
second order, so the new expression for (pd) cannot be used in this way.
2.3 (a) Yes, because for shear waves (6 -i) =0, so p is unchanged.
(b) Shear waves are still transverse with speed vy because the wave
equation is unchanged.
(¢) No. The equation for dilatational waves is now

{(\+20) Vi — po07idy = —po(V +id) D} .

A travelling wave like equation (2.45) does not satisfy this
equation. The effective speed of propagation is

Lo(/\ = )} 1/2’

=

(1-V-i

which depends on (7, 7).

Chapter 3
31 0=(r+6); 6 =tan™" (:20)2)
Chapter 4
CUNL201 2 N1)2
4.3 |Z|:CLg 1/21 7 ln{(l &) (12 &) H
w (1= =1-8)"] (1-¢/2)
Chapter 5
by (2437 +
5.1 (a) 611_£{(A+2u)(x2+y2)2 )
. _b_y{ A + p)x* — wy? }
A M
by 2(A ) (P -
€12 = 755

221 (A +2p) (x2+)2)*
Note the factor % in £;,, omitted in Weertmans. Note:

20+ ) 1

2 (-v)
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2 2
®) N R C )

g1 = —% (1 — V) (xz +y2)2
_ bpusin(20)
© Pr= 27(l —v)r’
P — —bpcos(20)
2T 2n(l —v)r

2m
(d) JH dORP, =0, j=1,2.

@ From ==/ (5) = (5) =

Chapter 6

6.1 (a) <”; 1> — 54 % 10°.

(b) E. =15eV. o .
0.2 (T oMMy — MW T,) = —el?’7+ (V x B) = —elus-J.

Chapter 7

7.1 Omitting the index A, and replacing bracketed superscripts by sub-
scripts, write

b= (o + ¢y -u)
or, in Dirac notation,
) = (10) + 1) - w),

where column matrices |1) and u have the dimensionality of Ry, section
7.3.
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(a) Then the effective hamiltonian H g is
He = (Y|H|¢)
~ {{00)T, + u” - (T,{1]0)+(T,(0]1)" - u)
+ (- ()L T, )} + (0]0) W,
+{(O1110) + 2o (0|1)"} - u
+3u’ - {(0|1,0) +2(01 1, |1)"
+ 201 [0) + 2Wo (1)} -
(b) Equilibrium condition:
{(0[7110) + 2w (0|1)"} = 0.
Force constant matrix:
({17410} + 201/, (|1)") + 2(11W110) + 2, (1|1)"}.

Note outer products of the form W, (|1)"), giving square matrices.
We have introduced the notation:

- 51/ . W
W= (6R>R R ¥, = (@@)R_B’

W = {V,(R) + H,(r) + Ve (R, 1)},
see equations (7.3)-(7.6).

7.2 8p
1oy v lor
V\oT ), <8_p)
1 hw;  (dw; 5[ hw;
sz:{ZkBTz <8V> h (ZkB )}

v )¢
>y h (A o B N (A e N
— 2k T \OV 2kgT dar? 2kgT

Chapter 8

M d%y, _ K
ds? 2a?

cubic, not linear in small displacements: anharmonic.

8.1 (a) =20+ =y}
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by  Mdy; K
i L= 57 =y’ + (v =y}

(y,» —J//—l) ()’/ —J’/+1) }
{[az + () _yjfl)z]l/z [@* + (y; _.Vj+l)2]l/2
KXO

e (V=Y + =y}

to first order in small displacements: harmonic.

(c) Under compression, the straight-line configuration is in unstable
equilibrium, so the small oscillations take place relative to bow-
shaped linear configurations above or below the x-axis.

Chapter 9
9.1 (a) Md*U;
d2 = k(UJ - u/)7
mdu;
Tz'l = —K[2u; — (; 1 +ujy)] — k(u; — Uj).
(b) B K . nmw 4K . , (nm 1/2
w, = 2<M> sin (N> [1 +?sm <N>} .
Chapter 10
10.2 C
C(x,t) = 70{1 - erf[W] }, for x > 0,
where
erf(y) = || a'exp(-3").
Chapter 12
12.1

£ = [ a7 [ dndus(u - )50 - )

where P(u, H/) is the pairwise interchange operator.



Chapter 12

12.3 We have Fock eigenstates labelled by a, b, ¢, d, . . ., ordered in increasing
energy ¢, <¢e, <ée.<é€g..., divided into occupied and virtual
(unoccupied) manifolds, with €, < ¢, if a is occupied and b unoccupied.
In equation (12.211), we have sums over pairs of occupied states and

over pairs of unoccupied states:

1 ! !/
322"
ab cd
(occ)  (virt)

the factor (1/4) = (1/2)* eliminating double counting, and primes
avoiding self-interaction in the summand. An alternative way of

doing such a double sum is:

I
DB
a,b a<b
where a and b are positive integer indices 1,2, ...
In 3,4, the sum over b for a given value of a is limited to b > a.
12.4 (a) Total spin S:

§:

J

§1 (Z_/)

N
=1

where S 1(r;) is the single-electron spin operator, acting on the spin

variable dependence of particle j. Then

N
(WIS|e) = j dry,. oo, dey (e, oorn) S S ) )
Jj=1

= NJ dzdz’J dg6(r — q)S1(q)pa(r, 7' q,1).

(b) Total angular momentum J:

whence

12.5
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0, is the angle between the z axis and the vector (F— ﬁl); 0, is the

corresponding angle with (F— RQ). ﬁj are the proton positions,
J = 1,2. By symmetry, we should take oy = ag; a1 = apy. Then

2 3/4 2 3/4
ny =n; = ( ?TSI> y n2n431/2(0;m> .

Chapter 13

13.1 4.0 x 10 m 3.
13.3 Choose ¢ = 57/4. Then:

0= fi; dze”

z=—(R+ia) > r=v2-a .
= lim {J dze” +J dret ™% exp(—r?)
f:o"i z=—a(l+1i)

s

{— JZO dx e +% (g)l/z(l + i)}

5m/4 .
+ J do(iRe”) exp[iR*(cos 26 + isin 20)] }

Chapter 14

14.1 72 1 L N

J

14.2 From equation (14.194), s > 0. This requires, in equation (14.202), that
In(s/32) be negative, whence s < 32.

14.3 d —1/g
NS e 7 1 € _ 1
;}linodg(e ) ;%( p ), letx=g
2
_ 2 X x_
tim () = pim ()
2

having used ’'Hopital’s rule twice.
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excitation, 179
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ideal, 164
insulating, shell model, 126—129
internal energy, 107
ionic, 164; see also crystal, insulating
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local mode, 109
normal modes, 100-102
nuclear hamiltonian, 98-99, 101
partition function, 103, 104
perfect, 164
phonon, mode distribution, 107
state, 102
point defects in, 163-195
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unit cell, 129
quantum, 93
real, 164
Schrédinger equation for nuclei, 102
static lattice approximation, 103
structure, 92, 171
surface atomic relaxation, 164
surface reconstruction, 164
temperature dependence, 106
total energy, 102
translational invariance, 97
volume dependence, 106—107
with center of symmetry, 100
zero-point energy, 103
CRYSTAL program, 218
Crystalline solids, 163
cubic, 19
CsBr, 165
CsCl, 165
Csl, 86, 165
Cu impurity in NaF, two photon
excitations, 179
Cu' in NaF, 179
Cubic, crystals, 19
equation, 53

Subject index 359
Current density, defect, 141
Cyclotron frequency, 271

Damping coefficient, thermal, 42
Damping factors, 54
de Haas—van Alphen effect, 250, 269,
283-291
Defect, complex, dissociation of, 166,
168
current density, 141
dipolar, 171-172
extended, 31
in BaF,, 171
point, 31, see also Point defects
stability, 167, 173
Deformation, 7, 22
and polarization by a point defect,
166
angular, 18
field, 2, 20, 21
dislocation, 62—-69
plastic, 57, 59
tensor, 3
Degenerate perturbation theory, 318
Delta function, representation of, 305
Density, functional, 238-249
and the two-particle density, 248
Hartree—Fock, single-particle,
207-208
method, single-particle, 239-241
matrix, reduced, 239, 241
single-particle, 207
two-particle, 244
of states, monatomic linear chain,
114-115
two-particle, 243
Diamagnetic susceptibility, low
temperature, 293-294
Diamagnetism, at 7' = 0, 291-294
energy considerations in, 281
hamiltonian for, 270
in electron gas, 250, 269-294
strong magnetic field for, 277
topology of the Fermi surface, 277
total magnetization in, 287-291
Diatomic linear chain, 109, 116-121,
see also phonons
optical branch, 119
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Dielectric constant, 135, 138
effective, for vacancy, 186
tensor for shell-model crystal, 138

Diffuse excited states, 186

Diffusion, activation energy, 140, 154,

161, 168-171

Arrhenius relation in, 161
classical, 141-161, 167-171
coherent mechanism for, 188
concentration profile, 147
configuration space for, 155
constant, 142, 143, 150
equation, 40, 141-145
equipotential lines in, 154, 155
force constant matrices in, 159
fractional concentration, 150
impurity in alkali halides, 166, 168
incoherent mechanism for, 188
interstitial mechanism, 168, 170
kinetics, 140
mean jump rate in, 157, 158, 160-161
mechanisms, 188
migration energy in, 161
momentum space for, 155
non-collinear mechanism, 169, 170
normal modes in, 159, 161
particle flux in, 157
phase space for, 155
planar source, 144
probability density, 150
quantum, 141, 167, 187-189
random walk, 147-150
rates, 140
saddlepoint for, 154, 155
temperature dependence of, 154
vacancy mechanisms, 166, 168, 169

Dilatation, 3, 6, 10

Diltatational waves, see Waves,

dilatational

Dipolar defect, 171-172

Dipole, electric, 8
moments, atomic, 127

Dirac, delta function, 22, 305
electron theory, 251

Dislocation, 57-72, 164
atomistic modelling, 72
core, 63
deformation field, 62-69

edge, 21, 58, 59, 60
deformation field, 65-69
equilibrium equation, 66
strain tensor, 68
stress tensor, 68
line, 60
loop, 60
mixed, 59
processes, 71-72
screw, 21, 59, 60, 63, 69
deformation field, 63-65
equilibrium condition, 64
strain tensor, 64
stress tensor, 65
uniform motion, deformation field,
69-71
Dispersion relation, 28, 29, 30, 41-43,
51-54, 112-113
diatomic linear chain, 117-118
dielectric medium, 83
linear elastic continuum, 113
Displacement field, 2, 76, see also
distortion field
of electron, 76-78
Disproportionation, 176
Dissipative processes, 34
Dissociation, vacancy-impurity defect
complex, 168, 171-172
point defect complexes, 140
Distortion field, 24, 48, 50, 93, see also
displacement field
Divergence, 23
Dualism of quantum mechanics,
particle-wave, 141
Dynamical matrix of a crystal, 97-99

Edge dislocation: see Dislocation, edge
Effective, electron—electron interaction,
299-303
pairwise interaction, 299-303, 332
polaron mass, 81-82, 84, 85, 86
potential energy, 127
potential, polaron, 81-82
Einstein summation convention, 3
Elastic, constant, tensor, 12
constants, 35, 37, 51, 139
adiabatic, 36
in shell-model crystal, 131



Elastic, constants (continued)
isothermal, 36
Lamé, 14, 25, 50
scalar, 14
moduli, 16-18
solids, isotropic, 24
Elasticity, linear, 3, 10-20
Electric, displacement, 135, 137, 138
field, 23
susceptibility, 135, 138
tensor for shell-model crystal, 138
Electrical current density, 88
Electromagnetism, 22
Electron—electron coupling constant, 314
interaction, effective, 299-303, 332
Electron, gas, 250
diamagnetism in, 250, 269-294
paramagnetism in, 250, 251-268
loss, Ni** in MgO, 177
magnetic moment, 251
nuclear double resonance, ENDOR,
181, 186
phonon interaction, 92, 186, 299, 303
in ionic crystals, 186
trapping, Ni* in MgO, 177
Electronic, band structure, 196
localization, 185187
localization, F5 center in NaF, 185
localization, hole state in NiO:Li,
185-186
localization, in (F3)* center in
NaF:Mg, 185
properties, 31
localized, 196
state, 102
transport, 298
Electrons, in magnetic field, 270-281
Electrostatics, 23
Electrostriction, 8, 136
Ellipse, 56
Elongation, fractional, 4
Embedded molecular cluster, 227
Embedding, in a crystal, 221-229
potential, 226
problem, 167, 195
shell-model crystal, 167
ENDOR, electron—nuclear double
resonance, 181, 186

Subject index 361
Energy density, solid, 121, 131
functional, two-particle density, 245
Entropy, 12, 104
density, 40
Equation of state, phonons, 104-107
Equilibrium, concentration of point
defects, 140, 141, 151-154
concentration of vacancies, 151, 153
condition, screw dislocation, 64
nuclei in a solid, 92, 93
equation, edge dislocation, 66
in solid continuum, 20
in statistical thermodynamics, 151, 254
thermodynamic, 104, 153
Equipotential lines in diffusion, 154, 155
Euler’s theorem, 13
Exchange, 204, 205
charge density, 205
Excited states, diffuse, 186
Exciton, Frenkel, 178
Exclusion principle, Pauli, 198
Exponential, coefficients, gaussian, 217,
218, 222
decay, 49, 124

F center, 73, 86, 140, 173, 177, 178, 179,
181, 181-182, 185, 186-187, 191,
192
F2+ center in NaF, 173, 182, 185, 191,
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(F3) center in NaF:Mg, 173176, 191,
192
Fluorine, impurity in MgO, 179
Factorial function, 161
Fermi, distribution, 273-281
energy, 262, 264, 308
surface in diamagnetism, topology of,
277
surface of metals, 291
wave number, 263, 264, 307
Feynman, polaron theory, 85
Fick’s first law, 143
second law, 144
Field ion microscopy, 216
Field theories, 22
Fluorite crystal structure, 171
Flux density, heat, 39
Foams, polymer, 19
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Hooke’s law, 12, 50
Hydrostatic pressure, 17
Hyperfine interactions, isotropic part,
181, 182

ICECAP, program, 179, 186, 189, 194,
195
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charge-state stability, 176
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Tonic conduction, 140
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rate, diffusion, 141
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Kelvin temperature, 103
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—Retherford effect, 73
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modes, 109, 121-125, 167, 189
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cautionary note, 333
degenerate, 318
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aggregation of, 140
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modelling, 165, 166
in crystals, 163-195
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partition function, 151
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negative, 19
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equation of motion, 78
generalized coordinates, 75
hamiltonian, 75
interaction with electron, 76
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Quadrupole moment, 180
atomic, 127
Quantitative modelling, 189
Quantum chemistry, 166, 197
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Quantum diffusion, 141, 167, 187-189
Quantum-molecular cluster, 221
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single-particle, 244
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Renormalization theory, 73
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Riemann zeta function, 261
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Rotational waves, see Waves, shear

S, impurity in MgO, 179
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Scalar invariants, 14
Schrédinger equation, 93
in relation to the diffusion equation,
144
Screw dislocation, see Dislocation, screw
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Second-order correlation correction,
237-238
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charge density wave, 329
Hartree—Fock, 214, 215
in Hartree approximation, 304, 3006,
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Shell-shell interaction, 130
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Size dependence, N-body system, 231
Slater, determinant, 201, 221
—type exponentials, 216, 217
Slip plane, 59
Sodium, atom, 164
chloride, 164, 165
Solid, isotropic, 13
Specific heat capacity, 35, 36, 37, 298
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N-body system, 245
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Stirling’s, approximation, 149
formula, 152, 161-162
Strain, 1, 35
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tensor, 3, 4-6, 50, 64
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Summation convention, Einstein, 3

Subject index 367
Superconductivity, 31, 92, 298, 333
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equation of state, 104
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Thermometric measurement, 35
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Topology of the Fermi surface in
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Total, angular momentum, 245
Coulomb energy, 130
energy, algorithm, Hartree, 306
Hartree—Fock, 214, 227
many-particle, 244
charge density wave, 328
Hartree—Fock, 202-204
modified Hartree—Fock, 221
solid, 102
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287-291
spin, 245
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Transfer matrix, 187, 188, 189
Translational invariance, 97
Transport, electronic, 298
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Transverse waves, see Waves shear
Two-particle density, 243
atomic orbital basis set, 245
density functional, 248
energy functional, 245
many-fermion system, 245-249
matrix, 244
reduced, 244

Uniform solution for electron gas,
306-309
Unrestricted Hartree—Fock, 217

Vacancies, equilibrium concentration of,
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Vacancy, 164, 165

and interstitial mechanisms, diffusion,

168
—defect complexes, 171-176
diffusion, 154, 155, 166
mechanism, 168-169
non-collinear, 169, 171
equilibrium concentration, 151
—impurity dipole complex, 173
Valence band, 299
edge in NiO:Li, 183

van der Waals potential, shell model, 128

van Hove singularities, 114
van Leeuwen’s theorem, 269

Variational principle, minimum-energy,

209, 245
Vector, field, 22-24, 31-33
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irrotational, 22
polarization of, 28
potential, 251
propagation, 28
Velocity-dependent, potentials, 84
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Vineyard relation, 141, 154, 161
Virtual manifold, 218
Voigt notation, 12, 34
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shear, 28
surface, 49
polarization, 28, 29
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