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We review the methods which have been developed over the past several years to determine the
behavior of solids whose properties vary randomly at the microscopic level, with principal atten-
tion .to systems having composition variation on a well-defined structure (random “alloys”).
We begin with a survey of the various elementary excitations and put the dymanics of electrons,
phonons, magnons, and excitons into one common descriptive Hamiltonian; we then review the
use of double-time thermodynamic Green’s functions to determine the experimental properties
of systems. Next we discuss these aspects of the problem which derive from the statistical specifica-
tion of the microscopic parameters; we examine what information can and cannot be obtained from
averaged Green’s functions. The central portion of the review concerns methods for calculating the
averaged Green’s function to successively better approximation, including various self-consistent
methods, and higher-order cluster effects. The last part of the review presents a comparison of
theory with the experimental results of a variety of properties—optical, electronic, magnetic, and
neutron scattering. An epilogue calls attention to the similarity between these problems and those
of other fields where random material heterogeneity has played an essential role.
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For example, in geophysics the material properties of
randomly polycrystalline rock, its pore and fissure struc-
ture, and elastic waves and transport in such media are all
essential-to the interpretation of geological situations. The
motion of the sea, both underwater and surface, including
sound propagation with turbulence or random density
fluctuations, present similar analytical problems. And it
goes on—atmosphere and ionosphere, astrophysical prob-
lems (going back to attempts to understand twinkling of
stars), radiowave propagation, communication theory,
neutron diffusion, partial coherence in modern optics. All of
these have in common the problem of describing the dy-
namics of some field or particle motions in the presence of
random irregularities in the parameters of the system. We
will return to these similarities in the last section of this

paper.

The study of matter which is random in either composition
or structure had for years received considerably less atten-
tion by physicists than better definable crystalline materials
for good reason. The definite structure of the latter allowed
both considerable theoretical progress and dependable com-
parison of experiments between various workers, both of
which are essential to good scientific progress. Nonetheless,
results were obtained in some heterogeneous situations.
Einstein (1906) concerned himself with the dielectric and
optical properties of a suspension of small particles in 4
liquid. Rayleigh (1892) addressed the question of the
average permitivity of a heterogeneous medium.

While those studies were primarily concerned with static
response, progress was made on wave propagation [see
J. B. Keller and F. C. Karal, Jr. (1964, 1966) ]. Of particular
importance to the developments which are the principal
subject of the present review, Foldy (1945) showed how the
effective index of a medium could be related to the averaged
forward scattering amplitudes in a heterogeneous medium;
this was primarily a strong scattering ‘“low concentration”
theory, and it was not self-consistent. Lax (1951, 1952)
extended the theory by introducing an effective medium in
which scattering fluctuations were imbedded, and whose
parameters were determined by averaging similar to Foldy,
but now this gave an implicit equation to determine self-
consistently the effective index. In essence this is the philoso-
phy, transposed to the context of alloys and random
crystals, which has become known as ‘‘self-consistent” or
‘“‘coherent potential approximation.”

During the last decade the subject has evolved rapidly,
and both theoretical and experimental interest in materials
with randomness in their properties has increased sub-
stantially. The reasons are several. With regard to alloys,
progress in metallurgical science, as well as in the physics of
diluté magnetic and nonmagnetic alloys, led to the need for
more realistic descriptions than rigid band or virtual
crystal models. With regard to semiconductors, both com-
pound (crystalline) semiconductors and amorphous semi-
conductors began to receive considerable attention as

possibly presenting parametric flexibility, or even funda-

mentally new phenomena, for electronic applications.

At the same time, on the theoretical side, three principal
developments drew the attention of theoretical physicists.
First, the developments of sophisticated perturbation tech-
nique in many-body theory—particularly in the use of
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Green’s functions —which has made it possible to avoid the
cumbersome differential equation description of Schrédinger
waves in a random medium, as well as to calculate needed
experimental quantities directly. Second, the development
of computers capable of determining information about
reasonably large models of random systems. Third, new
efforts toward understanding the topology and structure of
random networks, both by physical model construction and
by computer simulation. Many more physicists have now
become involved in the study of random systems, and both
experimental and theoretical progress has been made.

For the traditional methodology of solid state physics,
and in the interpretation of experiments, the loss of lattice
periodicity is a disaster. The methods .of group theory,
which one relies on because of translational symmetry, are
no longer applicable, so the states are not simply charac-
terized by a wave vector k; of course, it follows that “k-selec-
tion rules’ also are lost. A point of some concern is the con-
tinued use of traditional band theory results in the interpre-
tation of experiments on random systems, in spite of their
self-evident inapplicability.

As we see it at the present time, there are three main
sub-areas with definite concepts being developed and tested:
direct computer modeling and experiments; theoretical and
experimental work on random alloys and related systems;
and theory and experiment for amorphous semiconductors.
That order of listing is also, in our view, indicative of the
degree of maturity of definite results and critical comparison
with experiment—which bring us to the setting and purpose
of the present review article.

Dean (1971) has presented an extensive review of the
numerical studies of disordered systems. Mott and Davis
(1971) and N. Mott, M. H. Cohen, P. W. Anderson, H.
Fritzsche, and D. J. Thouless (J. Tauc, 1972), to mention
a few, have stimulated considerable discussion (in various
conference proceedings particularly) of amorphous semi-
conductors. However, there exists no comparable review of
theory and experiment for random alloys and related
systems; we believe that this subject has reached con-
siderable definiteness in its development, so it is the aim of
this paper to review it. There is one other recent review by
Bell (1972) which lies somewhat between ours and Dean’s,
but we devote considerably more. attention to formal
methods and their relation to experiment. The plan of our
review is as follows:

Section II has as its purpose the introduction of model
Hamiltonians which show that to good approximation elec-
tron, phonon, magnon, and exciton problems reduce to the
same formulation. In preparing this review we have noticed
considerable duplication in the timing and content of ideas
put forth by specialists in these particular topics, and hope
by our presentation to supply the reader with a basis for
comparing the literature of random systems no matter what
the context. Having done this, we review the thermodynamic
Green’s function method for treating the dynamics of such
systems, and relate it to desired experimental quantities.
Tllustrations of the method are given for simple defect
problems.

Finally, in Sec. II, we address the general features which
may be expected from randomness on the dynamics of
systems. The numerical studies reviewed by Dean (1971)
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and Bell (1972), showed that the spectrum of random sys-
tems usually has two characteristically different regions—
one continuous with primarily extended states, the other
being “spiky”” with localized states, frequently identifiable
with clusters of defects. A main point of our discussion is the
way in which configuration (or ‘“‘ensemble’), averaging
relates to the nature of the states, and particularly to those
theoretical quantities which are typically measured experi-
mentally.

Proceeding to Sec. III, which surveys approximation
methods in various formal calculations to date, we show how
both the equations of motion of the Green’s functions and
statistical considerations must be combined in a single
expression, in order to incorporate both dynamics and
structure in the physics of such systems. This is, of course,
the essence of the formidable difficulty which theories of the
dynamics of random systems must face.

Instead, one must explicitly introduce statistical con-
sideration. In the general case the quantities desired are
nonlinear functionals of the random parameters of the
system (Frisch, 1968; Beran, 1968, 1971). No general
methods exist for determining the stochastic properties of
such systems; however, it is possible to compute low-order
averages and correlation functions—which primarily are
what is needed by the physicist.

A variety of methods have been developed for different
applications. Some are algebraic ‘“‘decoupling” approxima-
tions, while others make use of diagrammatic organization of
perturbations and the statistics of series expansion; localized
and band (Bloch) states have been used. In Sec. III we have
brought together, in a comparative discussion, both formal
methods and model computations based upon them, using
examples from electron, phonon, exciton, and magnon
applications. Low concentrations of simple defects may be
discussed quite satisfactorily. However, extended defects,
clusters, short-range order, and amorphous structure are
much more difficult to treat, although progress is being
made rapidly; we summarize what we know at this writing.

Finally, in Sec. IV we compare model methods and com-
putations with experiment, including systems of electrons,
phonons, magnons, and excitons. We show that by now it is
indeed possible to take parameters determinable by measure-
ment or inferred from perfect crystal data, put them into
various theoretical models, and predict both semiquantita-
tively and phenomenologically the behavior found experi-
mentally in various random systems.

We are limited still in our understanding of a few problem
areas, particularly transport effects in semiconducting
amorphous materials, which as noted earlier we consider to
be outside of the scope of the present review. On the other
hand, in the matter of random alloys and many related
topics the ability to relate parameters, structure, and
properties has been. developed to a degree well worth re-
porting to physicists.

We conclude this introductory section with an apology
to the authors of much recent work which we have not been
able to cite here, but as a practical matter we had to limit
our review to material published up until early 1973.
Beyond that date we have only been able to include a few
references.
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1. INTRODUCTION

A. Model Hamiltonians

All types of excitation in disordered crystals may be dis-
cussed by the same theoretical methods. In this section we
discuss Hamiltonians (and the equations of motion) for the
specific types of excitation which are most commonly studied
in solid state physics: electrons, phonons, excitons, and
magnons. By a suitable change of notation it is shown that
all these problems may be made formally identical, and a
universal notation is developed which can be used through-
out the paper and specialized to specific situations as
required. In the literature, workers interested in one
application have often ignored the parallel work in related
fields, although the formal similarities have been stressed
by a number of authors [e.g., Anderson (1967), Matsuda
(1966), Onodera and Toyozawa (1968), Maradudin
(1966), Aiyer et al. (1969)].

Since most of the paper will be considering alloys with
substitutional disorder, we shall confine our attention to the
Hamiltonians appropriate to this case. In Sec. IV a brief
discussion of structural (glass-like) disorder is given.

1. Fermions—electrons

In a perfect crystal, the translational symmetry ensures
that any excitation is specified by a wave vector k which lies
inside the first Brillouin zone, and a band, or branch j. If
a;t(k) and a;j(k) are the usual creation and destruction
operators, the Hamiltonian may be written

3 = 3 Ei(k)a;t (k)a;(k), (2.1)

with a suitable choice of origin. The energy of the (7, k)
excitation is E;(k). The a@’s satisfy the usual anticommuta-
tion relations for fermions (e.g., electrons),

La;(k), a;* (K') Ji- = 8;76(k — K'). (2.2)

The Hamiltonian can be transformed into the site repre-
sentation by defining operators which create excitations
centered on particular unit cells in the crystal. In the elec-
tron case this is the well-known transformation to Wannier
functions. If we can, for physical reasons, confine our
attention to & branches, we shall need b separate local func-
tions at each site. In the electron case it is always an ap-
proximation to restrict b since the number of bands is, in
principle, infinite. Nevertheless it usually is a good approxi-
mation to consider a few, or even only one band. If « specifies
the b functions, and / specifies the unit cell at lattice position
R(1), 3¢y can be written :

3 = 2 Ea(D)aa™ (1) aa(l)
al

+ (2.3)

aal 11,

Waa’ (l; l/) azx+ (Z) (2% (l') bl

where W (I,1’) depends only on [R(!) — R(¥)] and not
explicitly on the positions separately, while E,(J) is inde-
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pendent of /. The Heisenberg equations of motion give
2
i Y aa(l, 1) = [aa(l,1),3] = E.(1)aa(l, t)

+ X Waa (I, 1) aa (I, 1).

all!

(2.4)

If this is Fourier analyzed, the eigenvalues E;(k) are the
solutions of the secular equation

I (E - Ea)aaa’ - Woux'(k) I = O, (25)

where Weoo (K) = > v
and E = fiw.

Wea(l, V') explik-[R(!) — R(¥) ]}

In the presence of imperfections the excitations are no
longer specified by k, and terms like

> Vi (k&) ait (k) ey (k)

73’ kk/

(2.6)

must be added to Eq. (2.1). In this paper we are concerned
with defects which cause a local change in the crystal. This
is most conveniently dealt with in the site representation of
Eq. (2.3). E,(1) and Wea (1, ') are changed in the vicinity
of a defect from their perfect values. We denote this by

Vaa (1, V) = (Ea(l) — Eo)baard(l, 1)

F Weaa (3, 1) — Wa(1, )] (2.7)

In some systems it is a good approximation to consider

only a single band, and this case will be studied in most

detail since the algebra is simple and the methods may be
followed more directly. We may also take the origin arbi-
trarily and it is therefore often chosen to assist in the calcu-
lations, for example to improve the convergence of the
perturbation theory. In this single band case the suffices are
dropped and

Vil =

(E(l) — E0s(L, V) + AW, 7). (2.8)

Often the first term in Eq. (2.8) is the most important, and
this greatly simplifies the theory. If we neglect AW ([, I)
the defects described by Eq. (2.8) do not overlap; V is
simply determined by whether site / has a defect or host
atom on it. Physically this means that the impurity atom
has a different core potential but essentially the same
valence electron distribution. This is satisfactory in some
real situations, but not by any means in all.

2. Bosons

In discussing the vibrational excitation of solid helium,
and for excitons, we deal with bosons. The fundamental
Hamiltonian for the perfect crystal can still be written in
the form (2.1) although the total energy will contain a con-
tribution from the zero-point energy. The a;t(k) now
satisfy commutation relations

La;(k), a;* (k)] = 8,76(k — K'). (2.9)
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When this is transformed into the site representation 3¢ takes
the simple form (2.3) only if the a,t(!) etc. have been
defined to create local excitations from the true ground state
of the system. If the a are not so chosen, terms in a, (1) ag(l")
and a," (1) agt () will occur in 3C. In these circumstances a
Bogoliubov transformation is required, and the secular
equation like Eq. (2.5) giving the characteristic excitation
energies is always an equation in F2.

The effect of an impurity is again to introduce terms like
Eq. (2.6). Now that particle number need not be conserved
as in the fermion case, terms in a;*(k)a;+(k’) and
a;j(k)a;(k’) can also occur. This means that the ground
state of the system and the zero-point energy is changed by
the addition of the defects. The Hamiltonian must be
diagonalized by a Bogoliubov transformation in this case
and the secular equation (2.5) is quadratic in E.

3. Excitons

There is one physical situation—that of excitons—where
the above complications are immaterial. The ground state of
the system corresponds to full bands, with the electrons in
closed valence shells. The singlet excited states correspond
to a transfer of an electron to the conduction band leaving
behind a hole with the same spin. In the lowest excited states
these electron-hole pairs are bound together. In the simplest
model—the ‘Frenkel’ exciton—this binding is close, and the
electron and hole are effectively bound at the same site. This
excited atom behaves as a boson. The a,t(l) is therefore
defined as the operator which creates an excitation of type a
at atom /. The exciton moves across the crystal because of
overlap with adjacent atoms. The excitation energies are
normally large, so relatively few excitons are usually excited
except in special circumstances. In this case the Hamil-
tonian takes exactly the form (2.3) except the @’s are now
boson operators. The E, are here the excitation energies and

W (1, V') the hopping integrals. The effects of 1mpur1t1es
can be described by Eq. (2.7).

The most important application to disordered systems
was given by Onodera and Toyozawa (1968) in a description
of optical absorption by excitons in mixed alkali halides.

4. Phonons

For lattice vibrations in disordered systems it is con-
venient to work with momentum and displacement opera-
tors p and u rather than the a’s. The Hamiltonian is given
most naturally in a site representation

o« Pa(D)?
"l,EaZMa(l)
+1 X

a,al 1,1/

B (1, 1)t (1) s (1) . (2.10)

As before, I specifies the unit cell at R(Z) and here « specifies
one of the 3v Cartesian coordinates of the » atoms in the
cell. In the perfect lattice M,(!) is independent of I and
depends only on atom type, while ® is a function only of

(R(D) — R
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The Heisenberg equations of motion are

zﬁ%uu(l’ t) = [ua(la t),ff(’,:] = Ma(l)_lpa(l’ t) (2113')
112 pal, 1) = [pally 1), 5]
1atpﬂ ,)_ Pa 7))
= = Y Bou (4, VY (I, 1), (2.11b)
,af
so that
M, (l) u,,(l f) = — Z Boer (3, ) thar (U, 1) (2.12)

When Fourier transformed, this expression becomes

2 [Ma(1)baad (B, V) — Baar (4, V) Jutar (I') = 0.

alll

(2.13)

These equations are, of course, the same as would have been
"obtained classically, since the system is harmonic (Messiah,
1962).

In the perfect crystal the characteristic frequencies and
normal modes may be readily obtained because of the trans-
lational symmetry. Transforming to k representation, the
matrix reduces to 3» X 3» blocks. The normal modes are
found in the form

¢;(k) = aZl o;*(k) exp[iq-R(}) Jua()) (Mo/N)'2. (2.14)

With impurities we write

M.(l) = M — AM,(1) = M,'(1 — (1)), (2.16a)

Do (L) = B0l = V') + ADuu (1, 1), (2.16b)
Equation (2.13) now reads

Z/l:’ [M202500:8 (3, V) — ®aa®(l, 1)

— Vaar (4, V) Jtpor (') = 0, (2.17)

where

Vaw (L, V) = M0%,(1)80ard(l, 1) + ADuar(2,1). (2.18)

V plays the same role in these equations as does that defined
by Eq. (2.7) in Eq. (2.5). We shall utilize this fact to
establish a common notation below.

For simple mass defects, when changes in force constants
are neglected, V is diagonal in the site representation. In a
crystal with one atom per cell, the « index may be dropped
from M and Eq. (2.18). Many of the more detailed calcula-
tions reported here have been done for this simplified case.
Fortunately in many crystals mass changes are larger than
corresponding force constant changes.

5. Magnons

The excitations in ordered magnetic materials are spin
waves or magnons [for a review see Keffer (1966)]. Most
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systems of interest can be described in terms of an inter-
action between the spins of the form

=X I1)S.()S.(0) +TT)
L

X [S2(1) S (") + Sy (D) S, ()], (2.19)
where we have labelled magnetic atoms, rather than cells
by I. If J = 0 we have the Ising model, if I = J we have the
Heisenberg model. For I = I’ both I and J will vanish.
Some systems require further terms in the Hamiltonian for a
realistic description. Assuming that spins order along the 2
direction, the excitations are described through the equations
of motion of the operators S, = S, = 4.5, which increase
or decrease the spin component along the z directions; we
find

aS_ (l)
ot

ih

=2 2 [, 1) S_(1)S.(I")

—J@V)S_()S.()]. (2.20)

The equations may be linearized by replacing S.(Z) by its
appropriate equilibrium value (S,(1) ).

For a simple homogeneous ferromagnet we denote

(S:(0)) = S. (2.21)
“The Fourier transform
N7 3 explik-R(UIS-() = S-(k) (2.22)
satisfies the equation
wS-(k) = @QSTIWLI) I Q1)
X exp{ik-[R(}) — R()]})S_(k), (2.23)

and the quantity multlplymg S_(k) is w(k), the excitation
frequency of the spin wave. In terms of the Fourier trans-
form of I and J in this periodic crystal case

w(k) = 2S[I1(0) — J(k)]. (2.24)

It is possible to define a set of creation and destruction
operators with approximate boson properties to describe this
system. We write

= [25() "2a(2),
(2.25)

S-(h) = 25\))rar (D), S+

and
S.(1) = SU) — at()a(l).
The Hamiltonian may then be written

s =— 2 (25NIQEV)a*(Da()) + 2SO SE) I -

Ly

X I )ar()a(l)} (2.26)

in the same general form as Eq. (2.3).
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If a defect is introduced, S(2), I(1,1'), and J (3, 1) will all
change. The change V as defined in Eq. (2.7) is here

Vv, v) = 2L SE) 1R, 1)
— 2570, 1) forl = U’ (2.27a)

and

V(LY =X [SUIEY) — ST, 1)1

I

(2.27b)

In this case no simple physical defect corresponds to a
purely diagonal change. Furthermore, if the sign of I and J
change, the ground state will change, since the defect spin
will prefer to orient itself antiparallel to the host spins.
This situation requires a redefinition of the @ operators. If
the ground state remains ferromagnetic, however, the
system may be treated in a similar way to the electron and
phonon systems already described.

For an antiferromagnet the situation is slightly more
complicated. In the simplest case there are two types of
magnetic spin where

(S.(1))y = £S. (2.28)
Substituting in Eq. (2.20) gives two equations for different
! depending on the sublattice. As a result the characteristic
frequencies are given by

(k) = (25)2[1(0)2 — J(k)?]. (2.29)
In the presence of impurities with the same antiferromag-
netic order the excitations are still given by equations like
(2.20) with appropriate changes in (S.(I)), I, and J.

B. Green’s functions

In the last section it was shown that the problem of
determining the excitation spectra in disordered crystals
was essentially the same for several types of excitation.
Within the approximations adopted the excitations are
noninteracting, and it is only necessary to determine the
spatial form and energy of each excitation. In the vibra-
tional case this is the same as saying that we have used the
harmonic approximation and that we now must determine
the normal modes. This could be done in principle by
finding the eigenvalues and eigenvectors of the set of linear
equations (2.4) or (2.13). In a general imperfect crystal,
without translational symmetry, this is an impossible task.
Much important information has been obtained by a direct
numerical attack on the secular determinant for a finite
sample of crystal, but computerized models Have been
reviewed elsewhere (Dean, 1971), so that we shall only
refer to those approaches for comparison with the analytic
methods used here. In addition, special techniques have
been developed for the one-dimensional crystal, notably
the ‘transfer matrix’ method of Hori (1968) ; however, this
method fails in three dimensions.

Although numerical studies have been very useful, the
essential requirement of a theory is that it explain the
experimental facts, and we therefore need to predict various
crystal properties. It is seldom possible, in an imperfect
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crystal, to examine experimentally a particular normal
mode. It is possible, for example by optical absorption, to
examine all the crystal modes at a particular frequency. It
is also possible, by inelastic neutron scattering, to examine
the k-component content of these modes. In the perfect
crystal this leads to the properties of specific modes because
k is a good quantum number in a periodic system. But in the
imperfect crystal all modes are sampled by this technique.

There are two types of common observational methods:
responses to macroscopic external fields, such as mechanical
forces or electromagnetic fields, and inelastic scattering cross
sections with such scatterers as neutrons, electrons, and
photons. These properties are in fact closely related,
and all depend on correlation functions between appropriate
operators. A well-defined formalism which leads directly to
these quantities without the necessity of a complete normal
mode solution is that of thermodynamic Green’s functions,
which we now review.

1. Double-time Green’s functions

Complete details of Green’s functions can be found in the
review by Zubarev (1960). Their application to lattice
vibrations in defect lattices has been discussed, for example, -
by Elliott and Taylor (1967). The application to defect
magnetic (spin-wave) systems has been discussed by, for
example, Wolfram and Callaway (1963) and Izyumov
(1966).

These functions contain, at least as regards the experi-
mental variables which enter their definition: (i) information
on the dynamics of these variables, (ii) the density of the
excitation states of the system, and (iii) the information
needed to compute correlation functions, and therefore
scattering and response properties of the system.

Several kinds of Green’s functions are used in general
applications: causal, retarded, and advanced:

G. = Q2m/it) (T, A B()) = ((A(8); B(')))e,
Gr = (2a/ih)0(t — ') (LA (1), B(¢) ],)
(A @); B(Y) )z,
Ga = (—2a/iR)0( — )LCA(D), B(#) ]n)
= ({4(); B(!) ))a,

(2.30)

where n = +1(—1) for bosons (fermions) is conventional
and where 7T is the time ordering operator referring to
ordinary commutation or anticommutation, 8 is the unit
step function, and averages are both quantum mechanical
and thermal, over an equilibrium distribution. For the
most part the retarded function is used in applications.

The Green’s functions are closely related to the correla-
tion functions

Fan(t, ) = (A@W)BE)). (2.31)
Hence, for example,
Gr = (2x/ih)0(t — V) [Fan(t, t') — 9Fpa(¥,1)], (2.32)
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from which it may be expected that the Fourier transforms
of G and & are related. In fact, most calculations are done on

Gr(E) = (2m)— /_w Galt — )

X expBE( — ') /A d(t — V). (2.33)
Since only (/ — #') appears in these expressions, we can set
" = 0 without loss of generality. For real E we replace E by
E + ie for convergence.

It is not appropriate in this review to repeat all of the
formal detail which is covered by Zubarev and others.
Rather, we state the main results which can be found if the
Green’s functions are expressed in appropriate manner, and
then we indicate how the Green’s functions are usually cal-
culated.

Double-time Green’s functions may be expressed in a
“spectral representation.” Given a complete set of states,
determined by the Hamiltonian, we may formally write

[ dw
GR(E) = ﬁ /:—w [exp(ﬁw/kBT) bt 7]]](60) m y
(2.34a)
where the spectral density is

J(w) = QX exp(—E,/ksT) (v | A | p){u| B|v)

X 8(E, — E, — #iw). (2.34b)
Here 4 and B are Schrodinger operators, Q is the (grand)
partition function, u and » label the exact eigenstates of the
system. If the imaginary part of E is positive, we define
G(E) = Gr(E); if negative, we define G(E) = G4(E).
There is then the relation

J(w) = (2r) " iexp(fiw/ksT) — 7]
X lim [G (7w + de) — G(fiw — i€)] -

>0

= — (m)7'[exp (fiw/kpT) — 11 Im[Gr(fiw)].
(2.35)

In these equations the energy zero is to be taken as the
chemical potential; for magnons and phonons this is zero,
but for fermions it is the Fermi energy. From the analytic
form (2.34) it is clear that Gr)(E) is analytic in the upper
(lower) half complex E plane, and thus that the real and
imaginary parts of Gru) are related by the Kramers—
Kronig relations,

1 = ImGr(E')

ReGp = — | —227 qp 2.36
Gr=_ | —rd (2.36a)
and
—1 [» ReGgr(E'
ImGr(E) = — ReGr(E) . (2.36b)

E—FE

™ —c0

With these formal relations, several experimental quantities
may be found.
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A correlation function is defined:

Fap = (A(£)B(0))

-7 f " dos exp (fieo/ ks T)T (o) exp(—iwt), (2.37a)

and thus, from Eq. (2.35)

Fap(w) = — (fi/m) exp (fiw/ksT)
X [exp(ﬁw//eBT) — 71]'_1 Im[GR(ﬁw) ]
' (2.37p)

There are also relations between this and other correlation
functions. In particular

Fua = (BOA(0)) = 7 /w des exp(iot) T (w).  (2.37¢)
In general also

({4; B, E))r = ((B; A, —E))a. (2.38)

The response of observable A({) to applied force
B exp(—iwt + vt) (limy = 0+) is also simply related to
the Green’s function through the formula

(A(t)) = (A) = xan(w) exp(—iwt + ),
where the generalized susceptibility x4z(w) is

= —Ggr(4, B; E = #iw)
= — G(A4, B; E = fiw + ie).

xa5(w)
(2.39)

The major experimental quantities can be determined if
the Green’s functions can be found from the equations of
motion which we therefore proceed to discuss.

2. Equations of motion of the Green’s functions

The quantities entering the definition of the Green’s
functions are Heisenberg operators. Thus differentiation
of the defining equation with respect to ¢ yields

i#(3/0t) ((A (£); B(0)))
= 2m5(t) (LA (1), B(0)],)

+ (L4, 5e(1)1; B(0))). (2.40)
The double-time Green’s function on the right-hand side is
in general different, and usually of higher order than the
initial one. This leads to a chain of coupled equations; in
general these cannot be solved exactly, but are decoupled in
some way in practical approximations.

However, for the harmonic lattice Hamiltonian and for
the model Hamiltonians of Sec. IB for electron, exciton, and
spin-wave excitations, the chain of equations terminates
exactly. The simplest example is obtained from the Green’s
function

(@a(l, 1); aa®(V',0))) = Gau (4, V', 1). (2.41)
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The causal, retarded, and advanced Green’s function are
chosen by inserting the appropriate complex energy in their
Fourier transform. Using Eq. (2.4) for the derivative of a
in Eq. (2.40) gives

m - Gow (ll )

= 2w (t) ([:a.,(l), da'+(ll)]n> + EaU)Gaa’(l; l,: t)
+ Z Waa"(l; l,,) Ga"a'(l,’r l,r t) .

al it

(2.42)

Since the appropriate commutation in the first term is
unity, transforming to frequency space gives 8ua-d(l, 1)
for this term. The equation is now a matrix equation which
can be written for Gaor (4, V', E) defined by Eq. (2.33)

G(E) = (E1— 3), (2.43)

where 3 is the matrix of the numbers in Eq. (2.3).

If the eigenstates s are known (and are created by a,t) G
can be diagonalized by the transformation to this representa-
tion

({@s; @, E)) = 85/ (E — E,). (2.44)

In the perfect crystal, defined by Eq. (2.1), the states s
are known and specified by jk. In the lmperfect crystal they
are not known. :

For the case of lattice vibrations, using the Hamiltonian
(2.10) and equations of motion (2.11) and (2.40) gives

i11(8/8t) ({ua(l, t) ; uar (1, 0) ))
= 21;5(t) (Cota(2), ster (V) 1)
+ <<[Ma(l, t), 'I}C]) ud'(l/y 0) >>

= 04 W pall, ) /Ma(l) 4 (7, 0)). (2.45)

This contains a different Green’s function, so, proceeding
to the next equation,

171(3/3t) {{pa(l, 1) /Mo(1) ; uer (', 0) »
= 2u8 () ([pa(l) /Ma(l) 5 uar (') )
+ <<[Pa(ly t)/Ma(l)) SC], Ma'(l,, 0) ))

—2mifi
M (l) 8 (8) 8aarbrrr

ih
s Z - ) 7"
Ma(l) altir (l ! )

X (e (175 1) 5 10 (7, 0) ). (2.46)
Defining
Gawr (L, V5 8) = ((a(ly 1), uar (I, 0))), (2.47)
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we find

Ma(l) (az/aﬁ)Gaa’ (la l’y t)
= —27!'5(;) 511/50‘“' - Z éaa"(l: l//)

altir

X Garar (17,15 8). (2.48)

The Fourier transform to frequency, Eq. (2.33), gives

Mo())2Ga (0, 1'; )
= baad(L,V) + 3

alti

Do (1, 1")

X Gorrar (V') V5 ). (2.49)
Condensed to matrix form this is written
Me? — &G (w) = (2.50)

where 1 is the unit matrix.

The transformation to normal modes will also diagonalize
this matrix. In the case of the perfect crystal the result is

Gii (k& K 0) = ((¢i(k); ¢ (K), w))

= 8jy8(k — K)[w? — w(k) ™. (2.51)

In the spin-wave case the Green’s function of interest is
((S=(4,t), SV, 0))). Using the Hamiltonian (2.19) and
the equation of motion (2.20), Eq. (2.40) becomes more
complicated:

(- (1, 1); S4(, 0)))
= 4m5(1)6(1, 1) (S, (D))
+2 14 US-0, 08,07, 0); 540, 0)))

+ 2 VZ/ T, Y S_(1", 1) S, 8); Sy, 0) ).
(2.52)

This can again be linearized by decoupling out the S.(I, ¢)
and replacing it by its equilibrium value. In the imperfect
crystal we see that the inhomogeneous term will not give a
unit matrix unless all the (S,(7)) are equal. This leads to
difficulty in the subsequent analysis. It is therefore usual to
transform to variables like the @ defined by Eq. (2.25). We
write

G, 1) = ((S=(,1); S4(F, 0)))/2LS (1) S(I) ]
= @+, ;8 0)). (2.53)

In the ferromagnet, therefore, on transforming to frequency
space Eq. (2.52) becomes

EG(L U, E) =s(, 1) + 3 2SI (L, "G (I, I, E)
nr

+ 2 2LSI) SO IMGE, U, E).
I :

(2.54)
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This is formally the same as Eq. (2.42) and has a solution
like Eq. (2.43) with appropriate definitions.

C. Experimental quantities

1. Density of states

A basic property of an excitation spectrum is its density of
states per unit energy range p(E). This can be determined
from the Green’s function (Zubarev, 1960); from Eq.
(2.44) we see that the poles of ({a;at, E)) occur at the
characteristic energies. Defining the sum over all states s as
the trace of G

— 71 Im [Tr{{a,; a,*, E))]

>0

—r 1 Im[Y" (E — E, + i¢)~1]

i

2 0(E— E.) = p(E). (2.55)

In the imperfect crystal the E, are not known, but since
Eq. (2.55) is a trace it may be evaluated in any representa-
tion. In particular, using the site representation for the
tracel = I

p(E) = —ntIm 3 ((aa()); aa™ (1), E)). (2.56)

>0 a,l

For the phonon case the displacement Green’s function G
defined by Eq. (2.47) will not give the density of states
directly whenever the mass varies from site to site. In the
perfect lattice case the transformation (2.14) must be
applied before a simple form like Eq. (2.51) is obtained. It
is the ‘“mass-weighted” displacement Green’s function
which gives the density of states in the general case, namely

a1 Im {Tr[ Mo (1) 2 (ta (2) ; thar (1) 00 + €)Y M or (1) 20T}

= Z [5(‘*’ - ‘*’8) + 5(‘4’ + ws}] = P(‘-") + P(—w)'
(2.57)

By writing Eq. (2.46) in matrix form we can also find that

to((p;u)) = 1+ ®G(w) = M?(Me? — @)=L, (2.58)
Therefore, using Eq. (2.50), the trace of the Green’s func-
tion #((p, #)) is the same as the mass-weighted G used in
Eq. (2.57), and will give the density of states p(w) = p(—w)
in the harmonic oscillator case.

Similarly, the spin-wave density of states may be con-
structed from the trace of G(J,7, E) defined from Eq.
(2.53).

2. Thermal properties

The ordinary thermal properties of these systems involve
correlation functions. The internal energy (3C) of the
system described by Eq. (2.3) requires a knowledge of
{@at(l)aa (V) ) which may be determined from {({(a,+(I);
a.(1'), E)) using the prescription given in Egs. (2.36) and
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(2.37). This Green’s function is related to the G defined in
Eq. (2.41) by Eq. (2.38). The average energy is therefore
(with respect to the chemical potential u)

(E — w) Im[TrG(E) ]
expl(E — p)/ksT] + 1’

@3e) = =1 / dE (2.592)

while specific heat is obtained by differéntiating. Using the
properties of the Fermi distribution, it is given approxi-
mately at low T by

C(T) = in2(w)kp®T =T (2.59b)
which is proportional to the density of states at the Fermi

level. The paramagnetic Pauli spin susceptibility is also an
important quantity in metals:

x = us’p(u). (2.59¢)
In the vibrational case (3C) involves averages which can be

obtained from ((u, %)) and {{p, p)). The latter is governed
by an equation similar to Eq. (2.46),

w((p; p)) = —i®- ({u; p)). (2.60a)
Using Eqs. (2.58) and (2.38) this formula gives a formal
matrix result

M7I({(p, p)) = @+ (Mo? — @)L (2.60b)

Thus the mean kinetic energy which can be obtained from
3((p, p))MLis the same as the mean potential energy from
3®((u,u)) as expected from equipartition. Using Egs.
(2.36) and (2.37) and differentiating with respect to T
gives the specific heat

. = /w dwhw®  exp(fiw/ksT)
")y kT2 [exp(Fiw/ksT) — 172

X Im{Tr(M-G)}.

(2.60c)

The ({1, #)) Green’s function may also be used to calculate
the mean-square atomic displacement as required in the
Debye-Waller factor, and so on.

In the spin-wave problem, the simple decoupling pro-
cedure employed in Eq. (2.21) is only valid at T = 0 so the
calculation of thermal averages from the Green’s function
are not straightforward. We shall confine our attention
here to 7" = 0 K.

3. Neutron scattering

Inelastic neutron scattering experiments give the most
detailed information about the spectra of phonons and
magnons. Sj6lander (1964) has given a detailed discussion of
the interaction between phonons, and all sorts of radiation,
while Lovesey and Marshall (1966, 1971) have reviewed the
interaction between neutrons and condensed matter. We

_therefore give only the essential formulas here. The inter-

action between a nucleus at xX,(/) and a neutron can be
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described by a Fermi pseudopotential,

e = X 2 4 oL — %), (2.61)

where b,(7) is the scattering length. It depends on the
nuclear species and in general also on the nuclear spin.

If a neutron is scattered from state k to state k' with
energy change

= (R2/2M,) (k* — k), (2.62)
and wave-vector change
q=k—k +0Q, (2.63)

where Q is a reciprocal lattice vector, the differential cross
section per unit energy range consists of two parts (Van
Hove, 1954). The coherent cross section from the average of
b over nuclear spin states ° is

d?*s*

dQE

1 F
dt Et/h
21r’ﬁk O,IXQ:”I eXP(/L / )

X <bac(l) vexp[iq'xa(la t)]
X bart(V') exp[—1iq-Xq (I, 0)]).

(2.64)

It is therefore directly related to the frequency transform of
a thermally averaged, time-dependent correlation function.
In most solids the actual nuclear position is always close to
the equilibrium position, and we can therefore write x in
terms of the displacement u as

Xo(1) = Ro(l) + ua(?). (2.65)
Expanding the expression in Eq. (2.64) gives in the first
nonvanishing order the (u, #) correlation. A more complete
treatment shows that the effective scattering lengths should
be modified by the Debye-Waller factor so that

&o / dt (iEt/h)
dQdE qufik P
X Z Ba(l)Ba’(l/)
a,al 1l

X <[q'ua(l7 t)]l:q'ua’(l'; 0)])

X expliq-[R()) — RN, (2.66)
where for harmonic systems
Ba(l) = b (1) exp{ — 3{[q-ua() })}. (2.67)

The incoherent cross section involves correlations only in
the motion of individual atoms,

d?gt
N 2
7 2 ﬁk /dt exp (1Et/h) § Ba2(1)

X ([q-ua(l, H)I0q-ua(l, 0) 1), (2.68)

where 3 contains the incoherent scattering length and the
Debye-Waller factor as in Eq. (2.67).
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The correlation functions in Egs. (2.66) and (2.68) can be
obtained from weighted sums of Guu(l, 2, E) defined by
Eqgs. (2.47) and (2.49). Using Egs. (2.37b) and (2.66) one
finds

& 1E ,
JE " mk aiy Be B W)n(E)
X Im{{(q-ua(l); q-un ('), E))r
X exp{iq-[R(}) — R(@)]}, (2.69)
where
n(E) = [exp(E/ksT) — 1T (2.70)

is the usual Bose-Einstein factor. Thus if E is positive the
cross section corresponds to phonon destruction and is
proportional to the number of phonons present in equilib-
rium. G in Eq. (2.49) is an even function of E, so the con-
tribution to ImG(—E) is opposite in sign. That is, there is a
similar contribution at (—E) corresponding to phonon
creation proportional to

—n(=E) = [1 — exp(—E/ksT) T = n(E) + 1.
‘ (2.71)

In the perfect crystal the B,(Z) are the same in each cell
and the q transform gives a cross section proportional to the
Green’s function (2.51). The imaginary part is then a delta
function, 6[w? — w2(q) ], so that w;(q) can be determined
directly. In the imperfect crystal, of course, q is not a good
quantum number, and in principle the cross section will be
continuous in frequency.

Neutron scattering can also be observed from spin waves.
Here the cross section is

d%c g 14

dQAE ~ 2rhik

Z exp{iq-[R() — R() 7]}

X f dt exp(iEL/T)

X (84,5 S_(1,0) + S_(, 1) S+.(7, 0) )

X fDf), (2.72)
where f(I) is the form factor of the magnetic moment
distribution on atom I and g = (1.9¢?/mc?) is a scattering
length which is a measure of the electron—neutron interac-
tion. The correlation function involved is again directly
related to a weighted sum of G’s defined by Eq. (2.53).

4. Optical properties—vibrational

The predominant interaction between lattice vibrations
and an electromagnetic field is of the electric dipole type:

Hing = 2 €a(d)a(l) « & exp(iwt), (2.73)

where e, (1) is the effective charge of the («, /) atom and is
assumed to include the effects of atomic polarizability. In



Elliott, Krumhansl, and Leath:

this model the polarization of the medium is

P = (% eahuald)). (2.74)

From Eq. (2.39) the polarizability is

> ea(l) e (1) ({ta(l) ; e ('), w))r. (2.75)

aal; 11/

x(w) = —

The absorption coefficient for infrared radiation is

3¢ = 4mw Imx(w) /¢, (2.76)
where ¢’ is the velocity of light in the medium. As in the
neutron scattering case it is simply related to a weighted
sum over {(u, #)); however, the wave vector of light is so
small that only the q >~ 0 response is determined. In the
perfect crystal where e, is the same in each cell, Eq. (2.76)
contains §[w — w;(0)] using Eq. (2.51).

Raman scattering by phonons is formally very similar to
the neutron scattering problem except that the photons
have q=~0. Defining an effective Raman polarizability
for an (o, 1) atom as C,(1)u. (1), the Raman cross section is
proportional to

d’o
o
dQdE

> " Co(D)Co (I')n(E)

a,la,

X Im{(a(l) *t4ar (I'), E))r. (2.77)

In general C depends on the direction of the photons and the
polarization (Barker and Loudon, 1972).

5. Transport properties

The transport properties of the systems under considera-
tion can also be written in the Green’s function formalism.
The Kubo (1957) formula for the electrical conductivity is

1 0
ouw(w) = lim — dt exp(—iwt) exp(—nt)
>0 vV 0

X / "IN U0V, + 0, (2.78)
0

where J is the charge current density operator and 8 =
(ksT)~1. For the Hamiltonian (2.3), J takes the form

Ju=rie /2 [R() — RW)LW (1, )a* () a(l)
Ly
= X B(, )t (1)a(D). (2.78b)

For the thermal conductivity, the Kubo formula takes a
similar form [see, for example, Mori et al. (1962)7],

.1 e
kur(w) = ,}ilg}-ﬁ/o dt exp(—iwt) exp(—nt)

X f "\ UEO)TEG + ), (2.79a)
0
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where in the phonon problem [see, for example, Flicker and
Leath (1973)7 the energy current density operator, using
Eq. (2.10), is

JE =3 T [RO) = RO,

X uy (V) p (1) / M, (1)
= X 421 u, ) p()/M,(1).

vy, LU

(2.79b)

These correlation functions are related to two-particle
Green’s functions (2.37b) involving four @ operators [or %
and p operators). For the harmonic Hamiltonians we are
using, such two-particle Green’s functions can always be
decoupled exactly into sums of products of two one-particle
functions. This becomes clear if we assume that the trans-
formation which diagonalizes G in Eq. (2.44) is known;
then since these normal modes cannot interact with each
other,

<<as+(t) ay (1) ; as(0)a,(0) >>
= (&t (1) a:(0) ) ((as (1) ; as(0) ))

+ (2 (0) aw (1) ) (@t (1) ; a5 (0) ). (2.80)

Using this result and manipulating the formula (2.78) in
the spectral representation to eliminate the integral over A
gives, for the dc electrical conductivity,

2¢?
G’uu(o) = mllé”/
X [R(n) — R(#') LW (n, ')
o deexp[(e — u)/ksT]
— [exp((e — u)/ksT) + 17

X ImG(l, n,e) ImG(l', n, ¢).

[R() — RIWLY)

(2.81)

The ac electrical conductivity ¢(w) can be put in another
form [see Velicky and Levin (1970)7] which is convenient
for studying its high-frequency behavior,

7 /’°° de
firwV J—w exp[ (e — u)/ksT] + 1

X Tr{ImG(e — i) e2(M™),,
+ B, ImG(e — i3)B,

X [G(e + fiw + in) + G(e — fiw — in) 1},
(2.82)

‘Tuv(‘*’) =

where (M) is the effective mass tensor, which in % repre-
sentation takes the form #~20%(k)/dk.0k,. The high-
frequency Drude behavior of this formula for metals has

" been discussed by Velicky and Levin (1970).

In the case of phonons, the dc lattice thermal conductivity
becomes [see, for example, Flicker and Leath (1973)]

=2 e o exp (ficw/kyT)
" wVksT ) [exp(Fiwr/ksT) — 1
X Tr[A, ImG(w)A,G(w)].

Kllv (0)

(2.83)
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6. Optical Properties—electronic

In addition to the dc conductivity, various experiments
involving the interaction of light with metal and semi-
conductor alloys are also directly related to two-particle
Green’s functions. The interaction Hamiltonian between
the electrons and the light has the form

> Das(, V) aa() ag () expict), (2.84)
af; 1l

where D,g(l,1’) is the matrix element of j-A between
Wannier functions of bands « and g, sites / and /’; j and A
are the electron current and vector potential, respectively.

Transitions within a band are related to the conductivity
described by Eq. (2.78); optical absorption involves inter-
band transitions « # 8. The sum over all sites in Eq.
(2.84) arises because the light waves have k ~ 0 and inter-
act nearly in phase with all sites. In a perfect lattice where D
will depend only on R(J) — R(Z) and not explicitly on /,
Eq. (2.84) may be written

2 2 Dap(k) aa(k) ag* (k) exp(ict), (2.85)
P

and transitions conserve k values. In the imperfect case
D(, V) will depend on whether the sites are defects or not,
and a weighted sum will develop as in the other properties
discussed above. The polarizability, from which the other
properties may be calculated, is given by an expression
like (2.75). For a particular pair of bands

Xas(w) = —2mw* 3. Dag(l,1") Dap(n, n')

Wnn!

X ((aa(l)agt (V) ; aat(n)as(n’), E))r.  (2.86)

Using the relation (2.81), transformed to w, gives

Xas(w) = &* 3 Dag(l, ') Dag(n, n')

Winn!
x /* dE’
o exp(E'/ksT) + 1
X Gﬁﬂ(ll, ’VI«/; E— E,) - Gaa(l’ ", E— E')
X TmGss(V, ', E')]. (2.87)

[ImGaa(l, n; E)

The Fermi distribution function appears in order to
ensure the occupation of one of the states involved in the
transition. For a perfect crystal this reduces to

(0) = ? Z f(Ea(k) (Daﬂ(k) )?
X > F ¥+ Fa(k) — Ea(k) + iE

(2.88)

Several simplifications are commonly made in applying
Eq. (2.88). One is to assume that the intraband matrix
element D of Eq. (2.84) vanishes between sites [i.e., that
D(, V) =0 unless I =10"]; this makes Dag(k) = Daus
independent of k. The perfect lattice result is now propor-
tional to the joint density of states of the two bands,

Xap (@) = w2k2f(Ea(k))5[E + Eo(k) — Ep(k)]Dog
(2.89)
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We may devise an approximate theory when impurities are
present for the case when the « band is full and the 8 band
empty. The unperturbed crystal has a joint band with
energy

E(k) = Eg(k) — Eu(k)
=ED) - X W)

X exp{ik-[R(}) — RN} (2.90)
and an appropriate E(I) and W (I,7’) may be defined as in
Eq. (2.3). If the perturbation V is different in each band we
define :

V() = Vaa(l) — V(D). (2.91)

Then if G is the Green’s function for this new effective band,

Xap(w) = w?Dyp(l)? Zl: G(l,I; E). (2.92)

If one band is partly full it is difficult to use this approxima-
tion, since it is not possible to translate the Fermi func-
tion in one band in a simple manner. Finally we note the
neglect of any correlation effects between the two G’s
which appear in Eq. (2.87) and all many-body and exciton
effects in the above. :

For the case of x-ray spectra where one of the bands a is a
tightly bound band of inner shell electrons it is a good
approximation to neglect the variation E,(k). Then G in
Eqg. (2.92) is just that of the conduction band.

In photoelectric experiments (Spicer, 1972) the emission
current depends not only on the absorption process but also
on the probability of emission. It is commonly assumed,
without much justification, that the k conservation breaks
down. In that case the electrons are assumed to be excited
and emitted at the same point in space so that / = # in
Eq. (2.87) and the emission probability is then

Sas(w) « D2 f dE' {(E') ImGaa(l, I; E')
0

X ImGgs(l, 'E — E'), (2.93)

i.e.,, is proportional to the joint density of states
J aE pa(E")ps(E — E).

D. Systems with few defects

1. Standard manipulations

The Green’s functions which were defined in Sec. IIB
were written in a shorthand matrix form as in Eqs. (2.43)
and (2.50). If we know the properties of the perfect lattice
as given by Eqs. (2.44) and (2.51) we may write the result
for a general lattice in terms of the known result in the
perfect case, denoted by P. Then G differs from P by the
inclusion of an extra matrix V as defined in Egs. (2.8) and
(2.18). These quantities are related by the formal solution

G = (1 — PV)'P. (2.94)
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This equation can be rearranged in various ways. For
example,

G =P+ PTP (2.95)
defines the 7-matrix

T=V(Qa — PV) (2.96)
Alternatively, there is a Dyson equation,

G = P+ PVG. (2.97)

Any of these expressions may be readily expanded so that

G =P+ PVP + PVPVP + .- (2.98)

giving a form of perturbation expansion about the perfect
lattice. P represents the excitation propagating in the perfect
crystal, V the scattering by the defects. Thus successive
terms give the effect of multiple scattering. The various
methods of approximate calculation of G correspond to
summations over certain sets of terms in this perturbation
expansion. Of course Eq. (2.98) is only meaningful if the
series converges, which is usually not easily demonstrated.

2. Single defects

The problem of a lattice containing a single defect has
been solved exactly in many instances where V is a matrix of
limited size or range; experiments on crystals containing
only a low concentration of such defects can be interpreted
in terms of those results. An exhaustive review has been
given by Maradudin (1966). We outline the solution for a
single defect, since we may discuss the systems with a
high defect concentration in terms of the single-defect
results. :

The simplest starting point is Eq. (2.95). The T-matrix
(2.96) has the same small number of nonzero elements as V
(these are a fraction of order N2 of the whole, where NV is
the number of atoms). The excitation energies are given by
the poles of G. These will generally be shifted from the
poles of P by an amount of O(N™!) [see, for example,
Lifshitz (1956, 1964) ], except that a few entirely new poles
are possible from T. Such new states must be isolated in
energy away from the bands of the perfect crystal, and
represent localized states. Even though the band modes are
modified by the presence of V to O(1/N), this modification
will be largely confined to the region of the crystal where V
is nonzero, i.e., there will be large relative changes in the
states in a region of the size (1/N)th of the crystal. These
changes may be particularly large in certain narrow fre-
quency ranges—an effect analagous to a resonance in
scattering theory—when the frequency matches some
characteristic frequency of the defect.

a. Single-site perturbations

These ideas can be clarified by considering a simple case.
Suppose V contains only one diagonal element A at I = 0,
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FIG. 1. The diagrams occurring in the expansion (2.98) of G for
the case of a crystal with a single defect.

in a single-band model. Then, from Eq. (2.96)

T, 1) = A/[1— AP(0)]6(2,0)8(2, 1) (2.99)
which has poles whenever
1—AP0) =0 (2.100)
is satisfied, where
P0) =P(l=0,I'=0;E)
= Nt Zk: [E— EX)]I™ (2.101)

This exact solution expressed in a diagrammatic notation
corresponds to summing in G, the diagrams shown in Fig.
(1) where the single horizontal line represents the perfect
lattice propagator P and the dashed lines represent the
scattering A by the impurity.

There is a local mode solution if A is very much larger
than the bandwidth. For E well outside th¢ band this
reduces to

P(0) ~1/[E — E], (2.102)
and thus the condition (2.100) is satisfied when
E~ E,+ A. (2.103)

In this case, the local mode is at the impurity-site energy.
As A becomes comparable with the bandwidth we need the
full solution of Eq. (2.99), and for small enough A no local
mode will appear. The ‘“excitation density” of the local
mode at / = 0 may be assessed by using Eqgs. (2.95) and
(2.99) to give

ImG(0,0, E) = w6(E — Er)[P(EL)/(d/dE)AP(EL)]
(2.104)

(this is not a trace summed over 7).

For E inside the band P(0) has both a real and an
imaginary part. If the density of states is po(E), we can
write the real and imaginary parts according to

po(E) d(E')

o i (E) = Pa(0) + iP1(0),

PO) = @ /
(2.105)
where @ indicates the principal part of the integral. The

value of G(I=0, /=0, E) is from Egs. (2.95) and
(2.99) just the scalar quantity

P(0)/[1 — AP(0)]. (2.106)
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FIG. 2. The local mode frequency (wy/way — 1) and fraction of the

mode on the defect site M’[x(0) 3, versus ¢ > O for light masses in
the three-dimensional Debye model [after Dawber and Elliott (1963) ].

In particular

ImG(0, 0, E)

= mpo(E)/{[1 — AReP(0) F + [Amp(E) P}.

(2.107)

The response at the defect site is like that of the host lattice
[the density of states po(£) ] multiplied by the factor in the
denominator. This may have a resonant form centered at
the solution of

[1— ARe{P(0)}]=0, (2.108)
with a width determined by ImP (0).

For a mass defect Eq. (2.16a) gives

A = Mew? (2.109)

In a cubic crystal with one atom per unit cell, symmetry
gives the same result for each coordinate direction «. In

this case
de’ po(w
I:(P/ p( ) Po( )]

A local mode will occur if the defect atom is sufficiently
light, i.e., e > 0. Since M () is always positive, we always
have € < 1. For a heavy defect e < O there may be a reso-
nance. These effects are demonstrated in Figs. 2 and 3,
from the work of Dawber and Elliott (1963). Figure 2
shows the local mode frequency for a light mass in the Debye
model together with the factor in Eq. (2.104) for G(0)
which determines the fraction of the local mode on the
defect site. Figure 3 gives the factor in Eq. (2.107) for the
same model, clearly showing resonance for ¢ < 0 which
shifts to lower frequencies and sharpens as the defect mass
increases.

P(0) = (2.110)

b. Two-site perturbations

If the perturbation involves two sites the algebra is
slightly more complicated. The nonzero part of V is now a
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2 X 2 matrix, as is T. Specifying the sites by 1 and 2 we
define

(A(l) A )
V= .
A A2

The poles of T, as given by Eq. (2.96), occur at the zeros of -
the determinant of | 1 — PV |, i.e., when

(2.111)

1—[Aa(1) + A(2)1P(0) — 2AP(1,2)
+ [A(D)A(2) — A2][P(0)* — P(1,2)%]

= 0. (2.112)
This model allows the treatment of a number of cases. In
particular it is a basic model problem in the treatment of
crystals which have bond changes. For example, in the
treatment of Blackman et al. (1971), electron energy bands
are considered when the transfer integrals W of Eq. (2.3)
are changed at random. This corresponds to putting

A(l) = A(2) =0 (2.113)
in Eq. (2.111). If a force constant is changed in the vibra-
tional problem or an exchange coupling in- the magnetic

problem, then

A1) = A(2) = —A (2.114)
so that Eq. (2.112) becomes
1 — 2A[P(1,2) — P(0)] = 0. (2.115)

Changes in force constants (and exchange constants) are
usually strongly correlated between the sites. For example,
the introduction of a defect atom may change the interac-
tion with all the neighbors, and these effects will interfere
as discussed below.

Nevertheless this single bond change is sometimes used as
a simple model.

T T T LI T T T T T
- —
- e
3 €=-2 —
% - -
- 2 N -2 M —;' n
o L 3 _
g 2
B i
| 0 ]
R i
C +0.97 h
l 1 | 1 1 |
0 0.5 1.0
w/wy
FIG. 3. The fraction of the mode of frequency «» on the heavy atom

(e < 0) defect site versus w/wa for the Debye model [after Dawber
and Elliott (1963) 7.
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c¢. Extended defects

We consider only one example of this, where a defect
atom is coupled only to its nearest neighbors. A case dis-
cussed in some detail in the literature is that of a simple
cubic Heisenberg ferromagnet (Wolfram and Callaway,
1963; Izyumov, 1966; subsequent work has been done by
Walker, Chambers, Hone, and Callen (1972). Using Eq.
(2.27) V becomes a 7 X 7 matrix arising from the defect
and its six neighbors,
€ —v —v - =7

- -

—y P 0 0 0 0 0

2JS | —v 0 0 p 0 0 0], (2.116)
— 0 0 0 p 0 0
—y 0 0 0 0 p 0
—v 0 0 0 0 0 p

where

e=6L(J/) —1], o= TSNS —1,

and
v = [J(S)/T(S)V] — 1.

Because of the cubic symmetry V can be simplified by a
transformation to symmetrized coordinates as discussed in
Appendix C. For this simple cubic case the 7 X 7 reduces to
one 2 X 2 matrix of Iy (s-like) symmetry, three equal
diagonal elements of T's (p-like) symmetry, and two of
Ts (d-like) symmetry. The matrix of P(l,/) connecting

sites of the cluster, and the 7 matrix also symmetrize in the
same way. For the last two cases

t; = 2JSp/(1 — 2JSpP,), fori= p,d, (2.117)
where

P,= P(0) — P(28)
and

Py;= P(0) + P(28) —2P(8+¥).

Here 8, 8’ are the vectors to the nearest-neighbor sites
8 =4a(1,0,0); 8 = a(0,1,0), etc. For the s-like part

< € ~'v(6)”2>
V,=-2JS
—v(6)12 P

< PO)  612P(8)
P, = ,
612P (8) P, >

Rev. Mod. Phys., Vol. 46, No. 3, July 1974

(2.118)

(2.119)

: Randomly disordered crystals

479

6.0.L

wlz

5.0

4.0

3.0« v 1 1
02 03 04 05 06 O.TA

FIG. 4. The local mode frequencies for a pair (¢, j) of light defects
in a model simple-cubic crystal at separations r;; = (1, 0, 0), (2,0, 0),
and (w, o, «) versus ¢ (Takeno, 1962).

where P, = P(0) + P(28) + 4P(8 + &’). Thus the inter-
ference between the six changed bonds, symmetrically
placed, gives a quite different ¢-matrix than that derived in
Eq. (2.115) for single bond changes.

The vibrational case for an extended defect is always more
complicated because of the three degrees of freedom on each
site. For example in this simple cubic case a 21 X 21 matrix
results, although this too can be greatly simplified using the
point symmetry. This situation has been considered in
detail by a number of workers (e.g., Lakatos and Krum-
hansl, 1969; Yussouf and Mahanty, 1965, 1966, 1967),
but since it has not been generalized to the case of many
defects we shall not reproduce the results here.

The single impurity result is also of importance in the
electronic case, as is discussed in Sec. ITIC2, where it is
used to insure the correct dilute limit.

3. Defect pairs

Two defects with site-diagonal perturbations will inter-
fere to produce changes in the single-defect modes. Two
such defects can be described by Eq. (2.111) with A = 0.
The poles of Eq. (2.112) are shifted from the single-defect
positions given by 1 — A(1)P(0) = 0. If the defects are
identical they have two degenerate modes which are split
as Eq. (2.112) becomes

1 — AP(0) = AP(1,2) = 0, (2.120)

and the splitting depends on the size of P(1, 2). Again for
well localized modes the splitting will be small. A calculation
of the pair modes frequencies for.high-frequency phonons
in a simple cubic crystal was made, for example, by Takeno
(1962). The frequencies of the impurity modes are shown
in Fig. 4 versus A for single defects and for pairs of defects
that are separated by the vectors ¢(1,0,0) and a(2, 0, 0)
in the crystal.

It is convenient to define here the two-defect T-matrix

T® in terms of the single-defect {-matrix.

t= A/[1— AP(0)]. (2.121)
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(b)

FIG. 5. (a) The diagrams occurring in the expansion (2.98) of G
for the case of a crystal with two defects; (b) the scattering terms in
the single-site # matrix (vertical solid line).

Manipulation of the 2 X 2 matrix in terms of Pauli spin
matrices o for convenience of representation gives:

T® = A1/[1 — APOT = a/[1 — (P(i,§)e" ]

I

¢

[ = 2PG5)?] [1 + P33, )e"].

(2.122)

This calculation corresponds, in the diagrammatic notation
defined above, to summing the diagrams corresponding to
all scattering by the pair of defects as shown in Fig. 5(a),
where the solid vertical line is the {-matrix for scattering by
a single site as shown in Fig. 5(b).

E. General features of properties of disordered
systems ‘ '

For a crystal with many impurities the full solution of the
problem clearly becomes intractable and approximations
must be made. A formal solution involves a study of the
T-matrix (2.96) for » defects. For a concentration ¢ of
defects in the crystal of N atoms this is a square matrix of
dimension ¢N, involving many P(l,!"). Before proceeding
to review the approximate methods currently in use we shall
discuss a few general features of the system.

In the study of the single-defect problem it was shown that
a single defect caused small modifications of most perfect
crystal states, but introduced the possibility of isolated
localized states. A pair of defects modifies the band states
more, and, if the defects were of the type which give local
states, two such states now appear on either side of that
energy. The further addition of defects will continue this
process of splitting impurity levels. Modification of the
band will increase, and generally be particularly marked near
resonances of the defects, which then produce the largest
effects. The local modes for distant pairs and clusters will
accumulate densely around the single-defect energy and give
rise to an “impurity band.” These features are seen promi-
nently in computer studies.

While the total density of states is indicative of some
properties, we recall that we often need suitably weighted
densities of states. Transport properties on the other hand
are given by two-particle Green’s functions; here an essen-
tial question is whether the states involved can carry a cur-
rent. These properties are related to the important question
of state localization, as raised, for example, by Anderson
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(1958, 1970). This property is not reflected in the
configuration-averaged density of states as Thouless (1970)
has explicitly demonstrated. Recognizing that it is not the
whole story, for the moment we consider what is known
about the total density of states by way of exact results.

1. Exact results

The history of the theory of disordered systems has been
singular in its dearth of exact solutions and precise general
principles. Only highly idealized models have been solved
exactly; nonetheless exact results on simple systems are
invaluable, both in guiding physically motivated approxima-
tions and in disclosing unusual and unexpected features
unique to disordered systems. An extensive review of
numerical calculations has been given by Dean (1972),
whose work, as mentioned in the introduction, complements
ours.

The first exact analytical solution of the excitations of a
disordered system was given by Dyson (1953), who con-
sidered a one-dimensional chain and found an integral
equation for the density of states, for the case of a con-
tinuous distribution of masses and force constants. Un-
fortunately, the form of his result is such that it has not
been of much practical use. Schmidt (1957) developed a
method based on transfer matrices (limited to one dimen-
sion) and was able to derive results equivalent to Dyson’s,
but easier to apply; he also derived results for the spec-
trum of a two-component system, and Agacy (1964)
solved the appropriate functional equation exactly. Dean
(1960) had previously obtained machine calculations for
this case in very good agreement with Agacy’s results.
Again in the two-component disordered chain, Borland
(1964) showed that at certain special frequencies, and for
a mass ratio greater than 2.0, it was possible to find the
integrated density of- states exactly, again in good agree-
ment with computations by Dean.

One other aspect of the spectra of disordered systems,
which is seen most strongly in one dimension and has been
derived from the transfer-matrix technique, has recently
been reviewed by Hori (1968). Given certain conditions, it
may be shown that there are gaps in the spectrum; this was
demonstrated exactly in one dimension. It is unlikely that
this behavior is general in three dimensions, but it may
appear in special models. In his review Hori discusses his
work with Matsuda and Fukushima on higher-dimensional
systems, but the phase operator, which is a simple concept
along a chain (ordered or disordered), must now become a
tensor (matrix), and manipulation and integration become
quite unmanageable in general. One other result for chains
was obtained by Rosenstock and McGill (1962), who show
that eigenfrequencies and eigenfunctions may be ordered so
that the Kth mode has precisely K — 1 nodes.

One property of the disordered alloy on which there are
exact theorems is the bounding limits of the spectrum of
disordered systems (Saxon and Hunter, 1949; Luttinger,
1951; Lifshitz, 1964; Taylor, 1966, 1967; Velicky, Kirk-
patrick, and Ehrenreich, 1968; Thouless, 1970). The result
is that in a two-component, randomly occupied, regular
lattice the gap between bands (if it exists) and the upper
and lower spectral limits are determined by the common gap
and band regions, respectively, of the two limiting crystal-
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line species. (The results are valid only in the “model
sense’ in that, taking the electronic structure of a disordered
alloy as an example, charge transfer and change of basis
functions are not accounted for—which surely is a simplifica-
tion of what happens in a real disordered alloy.) The argu-
ments given by Lifshitz, Thouless, and Taylor are not
restricted to one dimension.

We now turn to another successful approach to “exact
results,” computer modeling. Since Dean (1972) has re-
viewed this aspect of the subject extensively, we need only
present the main features. The earliest computer experi-
ments concerned electronic spectra of one-dimensional ran-
dom chains by Landauer and Helland (1954), and were
followed by Lax and Phillips (1958) ‘and Frisch and Lloyd
(1960). These provided information about the spectra and
wave functions; they supported the Saxon-Hunter theorem
and stimulated subsequent work on ‘“‘tail-states.”

The kind of calculations begun by Dean in 1959, and
carried out on a much larger scale since, exhibit clear indica-
tions of two important new features in the spectra and modes
of disordered systems. Although done for lattice vibrations
it should be clear from our discussion of model Hamil-
tonians in Sec. ITA above that the results may be applied to
electronic spectra. The feature in question is seen by refer-
ence to Fig. 6 from the work of Dean (1960), and in three
dimensions by Payton and Visscher (1967, 1968), as shown
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FIG. 6. The phonon density of states p(w?) versus w?/wpy® for dis-
ordered linear chains of atoms of mass Ma and Mp = Ma/3 for con-
centrations ¢ of B atoms of 10%, 26%,, 509, [after Dean (1961)].
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FIG. 7. The phonon density of states p(w?) versus w?/wp? for dis-

ordered simple cubic lattices of atoms of mass Ma and My = M a/3

for concentrations ¢ of B atoms of 13.4%, 249, 50.9%, and 76% [after

Payton and Visscher (1967) 7.

in Fig. 7. The important feature referred to is that the
character of the spectral density in the region outside of the
main host band is extremely irregular (spiked) in character.
As the concentration of defects is increased, this behavior
persists until a critical concentration is reached (which
never really happens in one-dimensional systems), at
which point the structure smooths out to a form very similar
to the in-band structure. Wave functions going with the
spiky spectrum are spatially localized, in contrast to the in-
band modes which, though irregular in amplitude, extend
through the crystal. When Dean first obtained his results it
was thought that they were a result of statistical fluctuations
due to finite lattice size; it has long since become clear that in
fact he was the first to show “experimentally” that localiza-
tion of states and jagged spectral character are a new and
general feature of disordered systems, which at this writing
have only very recently been approximately reproduced (see
Sec. ITIC1) by formal analytical models or methods.

The computer calculations have, then, served as a basis
for comparing formal approximate theories and experi-
ment, as well as having been useful in pointing out the
unique features of the exact results.

2. Configuration averaging

The experimental quantities discussed in Sec. IIC have an
essential common feature—they all involve a sum over all
sites in a macroscopic sample. For example, the neutron
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scattering cross section (2.69) is simply related to

Z[; G(l,1+ 8)]exp(¢k-8), (2.123)
)

where we have written ! for U() to condense the notation.
The local property G(I,1 4 8) will depend on the local con-
ditions around 7 and I + &, which will differ from point to
point across the crystal. But the sum will sample all possible
local environments and hence is the same as that which
would be calculated by fixing I and 8 but taking a configura-
tion average over possible configurations of arbitrary but
finite size. Lifshitz (1964) pointed out that such extensive
properties involving a sum over all sites were effectively
“self-averaging.” In an actual scattering experiment this
sample average is not quite as simple as a sum over all sites
directly, but is more like a “Monte Carlo” evaluation of the
sum, as the neutrons—or whatever the scattered particles
may be—randomly sample different portions of the sys-
tem.

Transport properties can be obtained by a configuration
average of the two-particle Green’s function. If the sample
were too small, fluctuations due to different configurations
would be important, since the sum over sites would not be
large enough to ensure that representative configurations
were present. The experimenter would see this as a random
sample dependence of the measured quantity.

The local density of states is sometimes important for
conceptual reasons even though inaccessible to most experi-
ments; we define it at site I as

so that p(E) in Eq. (2.56) is ‘
p(E) = N1X p(l, E). (2.124b)
p

We assumed above that such a quantity was local in that
it depended only on the environment of I. Butler and Kohn
(1970) have recently discussed the question of how local
such a quantity is in a weakly scattering disordered system.

They considered the effect of a small perturbation v,
localized at point r’, on the diagonal one-electron Green’s
function G(r,r, E) at a general point r. The quantity
actually found was the configuration-averaged quantity

(Lo/6v(r") G(x, x; E + de) )

= (G(x,t'; E+ ie)G(x', r; E + 4€) )ooo. (2.125)

But for a system containing weak, random potentials the
spatial behavior of the Green’s function can be related to
the mean free path I(E),

(G(r, 15 E+ ie) )omo
e — expli(E)* [r — 1]
X exp[—| r — ' |/21(E)]. (2.126a)

So, for weak scattering, from Eq. (2.126) it can be shown
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| ([8/00(x") JG(x, 1; E + ide) ) |

~exp[—|r— 1" |/UE)] (2.126b)
Thus a scattering potential at r’ has negligible effect on
G(r,r, E) and the local density of states at point r, if
|7 — 7" |>>I(E). A brief argument was also given to show
that there was also a negligible effect if |r — r’|>> A,,
where

Ay = 1/ (2mksT)V? (2.127)
is the thermal wavelength. In either case one can argue that
the local density of states does not depend upon the
configuration of atoms or defects outside of some radius p
which must be much less than the size R of the experimental
sample if the sample average is to be a configuration aver-
age. Although their argument strictly applied only in the
weak scattering limit, equivalent arguments probably exist
in the general case.

Even when all mean free paths are essentially infinite, the
effects of atoms at very large distances should be unob-
servable; the arguments proceed like those made for ne-
glecting surface effects on the bulk properties of crystals for
any other than microcrystals. Any experiment measuring
density of states has finite energy resolution, and this
coarse graining wipes out the structure in energy spectra
due to impurities at large distances. Matsuda (1964)
discussed the problem for a harmonic linear chain with
nearest-neighbor forces and arbitrary disorder; the method
was strictly one-dimensional, using transfer matrices.
Denoting the coarse graining due to experimental resolution

. by a width T, the final result was the rigorous inequality

|G(r,t'; E+ D) | < (l/a)'"M
X exp(—|r— 1" |/2N\), (2.128a)

where a is the spacing of atoms, and M is the lesser of
G(r,r, E + i) and G(z’/, t’; E 4 iT") while

N < aMax{l + [®(n,n — 1)/T P}, (2.128b)
with Max{X,} being the maximum element in the set
{X,}, for all sites ». But if there is some perturbation
V(n,n’) the change in G is given by

AGQL Y = G'(L ) — G(I, 1)

2 GUn)AV (n, w)G' (W', 1),

n,n!

(2.129)

which follows immediately from the equations of motion.
Clearly, for AV (n, #n’) to produce any significant change in
G(l,1"), then # and »’ must be within A\ of / and /', respec-
tively. Thus a crystal of size L 3> \q contains an ensemble of
smaller crystals such that the sample average of the Green’s
function G(!, 1) is effectively the same as the configuration
average. For an infinite crystal, L — o the configuration
average is exact. To date no such theorem has been proven
for higher-dimensional disordered systems. However, a
theorem of this sort seems a likely conjecture (provided
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the interactions are of finite range), since it is true for trans-
lationally invariant systems, as follows easily by the usual
arguments (Koster, 1954) by putting in a complex energy.

The above arguments, as stated, refer directly only to
homogeneously disordered crystals, e.g., those with no
concentration gradients. It there exists, say, a position-
dependent concentration c¢(r) of impurities, the sample
average G could be found via an ensemble average providing
this constraint were put into the theory. This can be done
either directly in the expansion, where terms coming from
the region of »; will, on the average, be weighted with ¢(7,),
or indirectly by Lagrange multiplier techniques. On the
other hand, an experimentalist with data on a sample with a
concentration gradient might want to compare his results
to those predicted by the simple theories. The sample
average can be related to the configuration-averaged
(G(c) ) at uniform concentration by

G)= v fV & (GLe(M D), (2.130)

where V is the volume of the sample, providing that the
effective range Ao, the mean free path /(E), or the thermal
wavelength A, is small compared to the distance over which
the concentration varies appreciably.

Finally, given that one desires to calculate (G), there are
still computational problems remaining, as will be discussed
below, in evaluating the individual terms in the expansion of
(G) representing scattering by various order clusters of
impurities. One is forced either to truncate the series some-
how, or to perform a random-phase approximation which
effectively treats terms involving large clusters of atoms as
products of terms involving smaller clusters of atoms. The
validity of these approximations is clearly related to the
effective range Ao, the mean free path /(E), or the thermal
wavelength A, in that one makes negligible error in elimi-
nating terms corresponding to clusters of atoms larger in
size than Ao, [(E), or A,.

3. Notation for average Green’s functions

For a homogeneously random system the configurational
average of G, denoted by (G), depends only on the relative
position of the two sites,

(G(d)) = z\"—lz‘le(l,l-l- 8). (2.131)

Hence (G) has average translational symmetry like P, and
its Fourier transform is

(GK)) = N3 (G(8) ) exp(ik-8). (2.132)
3

By suitably collecting terms and averaging Eq. (2.98) we
may write

(G) = P+ P=(G), (2.133)

where £ may be called the self-energy. Using Eq. (2.44)
for P,
(Gk))=[E— Ek) — =(k, E) T (2.134)
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In general 2 depends on k and E, but in some approxima-
tions, particularly those arising from impurities with site-
diagonal perturbations, the dependence on k may be
negligible.

We may also obtain forms for certain useful conditionally
averaged Green’s functions from the self-energy matrix X.
Thus in the equation of motion of the Green’s function,
Eq. (2.97), the G(4,7) on the right-hand side is preceded
by a V; and hence contributes only to the sum if its first
index 7 is a defect site. Defining a conditional Green’s
function G94(l,1") which equals G(/, ) if I is a defect site,
and vanishes otherwise, we can rewrite Eq. (2.97) to obtain-

G = P+ VPG, (2.135)
where V is now simply a number, and the restriction that V
only contribute at defect sites has been transferred to G¢.
Comparing this with the Dyson equation for (G) (2.133)
and averaging over configurations of atoms gives the exact
relationship

(G%) = V=(G). (2.136)

For G"(i,7), which has a host site 7 as its first index,

G") = (G)— (&)= (1 —VIE)G), (2.137)
since each site must be either a host or defect site. A similar
relation can be written for a double-conditional Green’s
function G%(i, j) which equals G(4, ) if both sites 7 and j
are defect sites, and is zero otherwise. The relation for G%,
obtained by iterating Eq. (2.97) just once, keeping G in the
interior, is

G = P + PVP + PVGVP, (2.138)
or

G = P+ PVP + V2PGidp, (2.139)
which gives

(GU) = V2E(G)E + V(= — V1), (2.140)

(G) = (G?) — (G%)
= — (V= — D(G)EV- — V2T — V1),

(2.141)

(G") = (G*) — (G"%)
= (V1= — D{(GHVIE — 1) + V2= — ¢V1).
(2.142)

These functions are the conditional averages of G suitably
weighted, e.g., —G" is weighted by (1 — ¢)2, G* by
¢(1 —¢), G? by ¢, etc. When 7 = j on the diagonal, these
Green’s functions must satisfy special consistency relations

GH(l, 1) = Ga(l,1) = 0 (2.143)

since site / cannot be both host and defect. Also, clearly,

G4l 1) = G*(l,1) (2.144a)
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and

GH(1,1) = G™(1, 1). (2.144b)

Still another kind of averaging appears in the transport
coefficients in a random alloy, which can most generally be
calculated by means of a Kubo formula (2.78). This re-
quires calculation of the two-particle Green’s function
(Velicky, 1969; Leath, 1970; Brouers and Vedyayev, 1972).
For our case of a one-particle Hamiltonian (quadratic in
annihilation and creation operators) the two-particle Green’s
function factors simplify into the product

GO (L, m;n, p) = G, n)G(m, p), (2.145)

or

G® = G *G. (2.146)

The configuration-averaged two-particle Green’s function,
however, is the average of the product (G * G) and not the
product of the averages (G){G), and this introduces
diagrammatically irreducible four-point vertex parts.

We proceed first to iterate the average of Eq. (2.145) in
powers of ¥ to obtain

(G*G>'=.P*P+P<v>ﬁ*P+P*p(v>p

- + P(VP #PV)P + ---. (2.147)

As is discussed, for example, by Leath (1970), there are
self-energy corrections to the G on the left and on the right
and also irreducible vertex parts which connect the two G’s.
The sum of all irreducible vertex parts, the four-point
vertex function A, can be related to (G®) by a Bethe—
Salpeter equation,

(G®) = (G) * (G) + [{G) * (G)]A(G®). (2.148)

In order to satisfy the usual conservation laws in self-
consistent field calculations there is a Ward identity which
relates the vertex function A to the self-energy. A simple
derivation of this result follows from the work of Baym
(1962), as discussed by Leath (1970). This formula is

Alim, ) = S Gim, 2)) ~ 3G m))

(2.149)

which, for the case of a site-diagonal self-energy gives the
completely diagonal result

A = 62/56(G(0)). (2.150)

So the second equality in Eq. (2.149) is trivially satisfied.
This will not be the case when Z is nonlocal by the inclusion
of pair or cluster scattering, or when the defect is extended,
and in these cases one must also be sure that = can be ob-
tained from a certain sum of free energy diagrams as
described by Baym (1962), in order for both equalities in
Eq. (2.149) to be satisfied.
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4. Localization

Although the averaged single-particle Green’s functions
give information about densities of states, they do not con-
tain information about the localization or current carrying
properties of the states [see, for example, Thouless (1970)].
In order .to learn .about the degree of localization one
must study either averaged two-particle Green’s functions
(which give mean square single-particle properties) or the
probability distribution of the single-particle properties
(Anderson, 1958). There seems now to be general agree-
ment on which quantities measure localization and, in
particular, that the average single-particle properties do not
measure localization, although this has not always been
agreed upon [see Lloyd (1969), Ziman (1969), Brouers
(1970) ). Thouless (1972b) has listed six criteria, some of
which are equivalent, for localization of eigenstate s.

(1) Vanishing of the imaginary part of the locator self-
energy, except on a set of measure zero (Anderson’s cri-
terion, see below). ;

(2) A vanishing dc conductivity (for a static lattice)
and an ac conductivity of order «? (Halperin, 1967; Mott,
1967).

(3) A finite value of [ | ys(7) |* @ (Thouless, 1970).

(4) A discrete (but dense) spectral density

1 ¥s(r) [26(E — E;) dE,
for any point 7.

(5) A finite value of [ |7 — R, |?| ¢s(7) |2 @, for some
value of R,.

(6) The energy levels are shifted by an amount of order
exp (—NN'/?) rather than of order N, upon a general change
of boundary conditions, for a sample of N atoms (Edwards
and Thouless, 1972).

In the case of a single defect (Sec. IID2) certain states
may be localized if the scattering strength A is sufficiently
large compared to the host bandwidth W. Are there localized
states, however, when there is a finite concentration of such
defects? The answer is not trivially obvious, and there has
been a good deal of controversy on this issue in the past,
although there now seems to be general agreement that in
three dimensions either localized or extended states can
exist, depending upon the ratio A/W. The details of just
what values of A/W and at just what energies there are
localized states has been a matter for considerable discussion.

In random one-dimensional lattices all states are localized
in this sense (Borland, 1963; Mott, 1968; Hirota, 1973),
and the resistivity increases exponentially with the number
of impurities (Erdos, 1965; Landauer, 1970).

The question of localization was first raised by Anderson
(1958) with regard to spin diffusion in random crystals. It
is beyond the scope of this work to discuss localization to
any great extent, since the subject is still rapidly developing.
For enlightening commentary on the points raised here the
reader is referred to Thouless (1970) or the book by Mott
and Davis (1971).

We note briefly that Anderson (1958) studied the Green’s
function in the locator expansion [as named by Ziman
(1969) ], where the Green’s function is written

G(,1,E) = [E — E(l) — A(, E) T, (2.151)

where E() is the single-site energy in Eq. (2.3), and where
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A(l, E) is the (complex) single-sitey self-energy. The single-
particle correlation function (not averaged over configura-
tions),

{a(l, t) at(l,0))r
Im dE exp(—iEt/h)
Lexp(E/ksT) +7J[E — E() — AL, E)]’
(2.152)

gives, as t — oo, information about localization. If A is real
the correlation function simply oscillates, but if A is complex
it damps out with time. Thus A(l, E + in)’s reality is a
condition [condition (1), above] for localization. The
averaging over configurations throws out the crucial phase
information in A, so Anderson considered instead the most
probable A. His technique was to examine convergence of the
expansion for real A. Anderson found that the critical value
of A/W for localization is five or ten times larger than a
recent crude argument (Herbert and Jones, 1971; Eco-
nomou and Cohen, 1972; Economou et al., 1970, 1971,
1972) would suggest. He showed that the Lth order term in
the perturbation series contained a number of paths of
order K* (where K is a number somewhat less than the
coordination number z). A crude estimate of this order of
magnitude for a typical term of order K in the expansion
gives

(KW)E(2e/A) L1, (2:153)
so that the crude estimate (Herbert and Jones, 1971; Eco-
nomou and Cohen, 1972) would give convergence, and hence
localization, for

A/W > 2¢K. (2.154)
Anderson, however, assumed statistical independence of
the K% terms and showed that the probability distribution
function had a sufficiently long tail that the sum of the K%
terms was dominated by the largest term, which effectively
put a factor In(A/W) on the right side of (2.154), thereby
increasing the critical value of A/W by a factor of 5 to 10.
Herbert and Jones, and Economou and Cohen, on the other
hand, argued that statistical independence was impossible
and that very strong correlation was more likely, so that the
crude estimate was better. There is still doubt as to the
correct value, although recent numerical studies on two-
dimensional systems (Khor and Smith, 1959; and Edwards
and Thouless, 1972) seem to be in better agreement with the
crude estimate, which gives localization more easily.

Economou and Cohen (1972) have developed an ap-
proximate theory of the critical energies E, which divide the
localized from the conducting states. They define a localiza-
tion function L(E) such that L(E) = 1 indicates extended
(localized) states at E and L(E.) = 1. This function, like A,
is determined by approximate summation of a series. They
find

L(E) ~W exp[—(log | E — E.|)], (2.155)

where the average is over the probability distribution of the
E(l). They further show that under the condition that the
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disorder leads to a site-diagonal self-energy =(E) in the
configuration average of G in Eq. (2.134), the condition
L(E.) = 1 can be replaced by the simple condition

F(B) = 3W/E— 2(B)] = 1, (2.1562)
when E is measured from the center of the unperturbed

band. For the phonon problem the equivalent function is
given in terms of W2

S = o?/[w? — Z(«?)], (2.156b)

where W? is the bandwidth in «?.

These results are capable of a simple physical interpreta-
tion—in the perfect lattice limit they lead to extended
states in the band and localized states outside, and in the
general case give the same criterion in terms of the re-
normalized energy in the effective medium, E — Z(E).

Subsequently Bishop (1973) examined this criterion
using the best available form for £(E) obtained from the
coherent potential approximation (see Sec. IIIA2) and
found that it gave a very reasonable description with
localized states in the band tails and extended states in the
center of the band. In the case of severe disorder all the
states became localized. More recently Abou-Chacra et al.
(1973, 1974) have developed a self-consistent localization
criterion which is exact on a Cayley tree. This gives quali-
tatively similar behavior to Bishop’s evaluation of the
Economou-Cohen criterion but it is different in some im-
portant respects. The differences are large for the Lloyd
model (see Appendix B) where the distribution of E(I) is
Lorentzian. For a rectangular distribution of E(I) of half-
width T' the results are fairly similar; the localization edge
E, lies fairly close to the band edge of I' < 1.5W (approx.)
but then moves rapidly towards the band center to give
completely localized states of T' > 2W (approx.).

The “Economou-Cohen localization criterion’ as given
in Egs. (2.156) is clearly a way of estimating whether
localization exists from the averaged one-particle Green’s
function. However; from the discussion of Thouless (1972)
there would seem to be no such criterion. The answer must
be that Eq. (2.156) is not a criterion or condition for localiza-
tion in the same sense that, say, the vanishing of the con-
ductivity is, but that it is an estimate of whether localization
is likely. Often, in other contexts, similar estimation methods
are used. For example, a neutron scatterer could see whether
a particular phonon or magnon peak position wg, in his
inelastic data, was roughly independent of %2 as would be
expected for a localized state.

The existence of a definite mobility edge E. where the
states change character was only conjectured by Mott
(1970) and by Cohen, Fritzche, and Ovshinsky (1969)
on the basis of Anderson’s ideas [see also Thouless (1972b)].
The physical properties associated with these edges are still
under discussion. Edwards and Thouless (1972) have shown
that the average density of states is analytic across such an
edge. Mott (1972) has argued that the conductivity
should drop abruptly to zero at the mobility edge, essen-
tially because the mean free path can be no less than an
interatomic spacing. On the other hand, Thouless (1972)
feels that the many-body aspects of the problem can,
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through the phase of the wave function, conspire to produce
a conductivity which is even lower than one would get if
the mean free path were an interatomic distance. He sees,
perhaps, something more like the conductivity in a classical
percolation problem, which vanishes at the critical percola-
tion but not abruptly. We have not intended that this topic,
being outside the main scope of our paper, should be covered
extensively here; we suggest that the reader consult the
references for a complete discussion.

I1l. METHODS OF APPROXIMATION FOR (G)

A. Single-site approximations for (G)—formal
methods

The perturbation expansion of the configuration-averaged
Green’s function is obtained formally by averaging, term
by term, the expansion (2.98), which gives

GLV))=PAV) + X P, m)(V(m))P(m, )
+ 2 P m)V(m)P(m,n)V(n))

X P(n, 1) + ---, (3.1)

where, again, (---) denotes the ensemble or configuration
average. Unless otherwise specified we now consider the
case of random occupancy of a structurally well-defined
lattice. The unperturbed propagators P can be removed
from the average since they are independent of the loca-
tion of impurities, leaving only an average product
(V(1)V(2)+--V(n)) in each term. This average product in
a homogeneously disordered sample (no concentration
gradients, as will be assumed throughout this paper) will
depend, in general, upon the distances between the sites
1, 2, ---n. For statistically independent site occupation
probabilities the value of the product depends only upon
whether some of the defect sites 1, 2, «++, % coincide. The
problem that arises in evaluating Eq. (3.1) is not one of
evaluating any particular term, but a kinematic one of
keeping track of the sites connected by the propagators
associated with (V(1)V(2)---V(n)), and with then
summing the resulting series. Let us consider first the case of
very small perturbations, V' (m) << 1, for all m. In this case,
one might try viewing Eq. (3.1) as a series expansion in
powers of ¥V which could be truncated after some finite
number of terms. For example, for extremely small V(m),
one might write

GV E)) =PV E) + X P(l, m; E)
X AV (m))P(m, Vs E) + -+
=PV E) + (V)X P(l,m; E)

XP<m7l/;E)+”'y (32)

where (V) = (V(m)) is independent of site m. The first
term P(l,V; E) is finite for three-dimensional systems but
has discontinuous slopes at the unperturbed band edges
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and van Hove critical points, but the second term varies like

, s SO L D)

(3.3)
which diverges at the critical points. [For a discussion of
such divergences, see Lifshitz (1956) and Lifshitz and
Stepanova (1956).] The higher powers in ¥ which were
truncated in Eq. (3.2) diverge even more strongly, so that
the perturbation expansion for the density of states seriously
fails to converge near the band edges and critical points,
and any truncation procedure will be plagued by this
divergence. A common resolution of this difficulty is to
approximately decouple, thus renormalizing away the
divergence. After such a rearrangement the series can
hopefully be rewritten in the form of a Dyson equation
(2.133), and the self-energy = should now be free of di-
vergences. In the following we review calculations of 2 in
various approximation schemes.

For small perturbations V, one can simply decouple by a
random phase approximation
VW V(@) V() = V() NV(2))---(V(n)),
(3.4)
which in a random alloy neglects the coincidences of the
sites 1, 2, <+, n.

This approximation gives

(G(E)) = P(B = (VP(E) T

= [El — Hy — 1(V)] . (3.5)
The Green’s function looks like that for a perfect crystal
with a simple shift (V). This approximation has become
known as the virtual crystal approximation (VCA) which,
since it is convergent at the band edges and is exact for small
V, has been fairly successful in those cases of small per-
turbation (the rigid band limit) where the perturbed wave

- functions are quite extended in space so that each particle

sees nearly the average perturbation (Nordheim, 1931;
Muto, 1938; Parmenter, 1955). The virtual crystal approxi-
mation forms the crudest interpolation formula over the
entire concentration range by simply scaling the position of
the energy bands linearly with the concentration of each
species.

In terms of the self-energy =, the virtual crystal approxi-
mation represents the lowest-order contribution,
=y = (V). (3.6)
If a fraction ¢ of the sites are occupied by impurity atoms
with potential A, then
Z = cA. (3.7)
Since this approximation to X is real, the lifetime of the k
states is infinite; and since it is independent of k, X is a
diagonal, local matrix. Some numerical results of calculations

within the virtual crystal approximation are discussed in
Sec. IV.
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1. T Matrix decoupling schemes

When a few V (m) are large, however, localized states can
appear and the virtual crystal approximation must fail.
V(m) must be renormalized by summing more terms
properly. If the concentrations of one species, say, B is
low enough and Vg is large, one can sum the Born series at
each site to obtain individual /-matrices. If the concentra-
tion of B atoms is small enough, the intersite scattering by
clusters can be ignored as improbable. The single-site
t-matrix method was developed by Watson (1956, 1957),
J. Korringa (1958), Beeby and Edwards (1963), and
Beeby (1964a, b), and extended by Aiyer ef al. (1969).
One re-sums directly from Eq. (3.1) by collecting together
those terms involving repeated scattering by the same site,
to obtain

G 1))
= PQV) + 2 P, m)t(m))P(m, 1)

+ 22 P(1, m) (t(m) P (m, n)t(n) )P (n, 1)

+ 27 P, m) {t(m) P (m, n)t(n) P(n, p)t(p))

m,n,p

X P(p, V) + - (3.8)
where the prime on the sum means that further successive
scatterings at the same site are restricted, although return
may occur after any intermediate scattering at other sites.
Here t(m) has the value defined in Eq. (2.99), where
A = V4 — Vg. Again, in calculating (G) and £ we may not
simply truncate Eq. (3.8) after the second term, due to the
divergence at the band edges and critical points. Occa-
sionally truncation at the first term is used when thermody-
namic quantities or other integrals of (G(e) ) over energy are
desired which are not so sensitive to the details at critical
points, i.e., the so-called isolated impurity approximation.

To assist in the evaluation of this decoupling scheme, we
formally rewrite Eq. (3.8) in matrix notation

(G) = P+ P{t)P -+ P(tP't)P 4+ PP'tP't)P + -+, (3.9)

where

P'(n,m) = P(n,m) — P(0)d,m, (3.10)

where

= t(n)n(n)8nm, (3.11)

and n(z) = 1(0) on B(A)-atom sites. The internal propa-
gator P’ has zero diagonal element in order to remove the
restriction on the sums in Eq. (3.8). We then decouple
here, as above, by a random phase approximation,

@D)1(2) -+ t(n) ) = (1) )E(2) )+ -+ {t(n) ), (3.12)

which, in this case of a random alloy, is a better approxima-
tion than the decoupling in Eq. (3.2) because adjacent
sites are restricted from coinciding. Thus we find the single-
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site decoupling approximafion
G'=P+PLOO — P ()7TP. (3.13)
This shows that (#)(1 — P’{¢))~! is the approximation for

the T-matrix of the system [Eq. (2.95)7]. Thus the self-
energy which is related to T by

X =T+ PT)! (3.14)
becomes
=0 = ()/[1 + OP(0)], (3.15)

where P(0) is the host-lattice Green’s function. Usmg
{t) = ct with Eq. (2. 99), we write this in the form

Zt=cA/[1— (1 —¢c)AP(0)]. (3.16)
This single-site self-energy, first derived by Elliott and
Taylor (1967), has also become known as the average
t-matrix approximation (ATA), although the more com-
mon usage of ATA uses the virtual crystal propagator for P.
This self-energy is local and complex, and has a pole near to
the pole of ¢ which gives the single-impurity state energy.
Thus, from the form of the Green’s function

GYE) = [E— Hy— ZY(E) T, (3.17)
we see that the energy levels are shifted by an amount
Re{Z'(E)} and broadened by a width Im{=!(E)}, which
can be large near the impurity state energies. As Eq. (3.16)
stands, with the P(0) as the A-atom lattice Green’s func-
tion, this formula and the resulting Green’s function is not
symmetric in the A- and B-atom types as was the virtual
crystal approximation, and so cannot be used as an inter-
polation formula. Symmetry can be easily restored, however,
by letting the unperturbed propagator P in Eq. (3.1)
become that for the virtual crystalG,. Then the perturbation

is no longer V(m) in Eq. (3.1) but ¢(m) = V(m) — (V)
so that Eq. (3.15) becomes simply
= )/[1 + G.(0) ()], (3.18)
where
@y = (1—=0c)(Va— (V) 4 (Vs — (V)
1— (Va—(V)G,(0) 1 — (Ve — (V)G.(0) "
(3.19)

This formula is now symmetric in A- and B-atom types and
provides a useful interpolation formula (Leath and Good-
man, 1969) over the entire concentration range except at
the unperturbed band edges and at special frequencies cor-
responding to pairs and higher clusters. It is the commonly
used form of the average {-matrix approximation (ATA).
Detailed numerical results on Egs. (3.16) and (3.19) are
discussed in Secs. IIIB and IV. They are rederived using dia-
gram techniques in Sec. IITA3. The above decoupling pro-
cedure can also be used after further rearrangement of
Eq. (3.1) to treat pairs and higher clusters of impurities
(Sec. ITIC1).
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2. The self-consistent field of coherent potential
method (CPA)

The first attempt to do the single-site scattering problem
with a self-consistent field was by Davies and Langer (1963)
and Klauder (1961), who simply substituted the full Green’s
function (G) as the internal propagator in the single-site ¢
matrix of Eq. (2.99). Their formula was thus

Spi! = cA/[1 — AG(0)]. (3.20)

The absence of (1 — ¢) factor in the denominator as com-
pared to Eq. (3.16) does not make a qualitative difference.
Davies and Langer were able to solve this equation analyti-
cally for the Dyson equation (2.33) of an isotopically dis-
ordered, linear chain of atoms with nearest-neighbor
forces. In the case when high-frequency localized states
were present, the result was an extremely broad and
“structureless impurity band, which extended beyond the
rigorously known upper bounds on the frequency spectrum.
On the other hand, the host band edge moved slightly to
lower frequency as states were pulled into the impurity
band, as one would expect physically. Nevertheless, the
numerical results were clearly unphysical, and quite unlike
the high-frequency structure of Dean’s calculations. These
numerical results are discussed again below in Sec. ITIB.

An enormously improved result emerged from the essen-
tially simultaneous calculations of Taylor (1967), who
called the method “self-consistent,” and of Soven (1967),
who called the method ‘‘the coherent potential method”
in the phonon and electron problems, respectively. They
introduced a method based on multiple-scattering theory
[see Lax (1951)7], and also made use of the physical ideas
expressed by Anderson and McMillan (1967). A recent
review of the coherent potential method has been given
by Yonezawa and Morigaki (1973). In this method one
views the impurities as imbedded in an effective medium
whose propagator Gy has a self-energy adjusted so that the ¢
matrix for scattering off of a single impurity in this medium
is zero on the average.

Specifically, one assumes an effective medium Green’s
function G,

Gy = P 4 P=G. (3.21)
However, the true Green’s function G must satisfy its
Dyson equation (2.97). Solving Eq. (3.21) for P and sub-
stituting into Eq. (2.97) eliminates P and gives the modified
Dyson equation

G = Gy + Go(V — X)G. (3.22a)
The scattering perturbation now takes on the value (A — )
at impurity states and (—Z2) at host sites. Now one finds

the average single-site f-matrix, with internal propagator
Go(0) instead of P(0) and requires that it be zero:

_ (=92

0= 1+ =G —
0(0)

+ 1= (A= 3)Gy(0) = 0. (3.22b)

Multiplying through the equation by [1 — (A — =)G,(0)]
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and collecting terms, one finds the implicit equation

Z=cA{1— (1 —0)AG(0)/[1+ ZGo(0)]}, (3.23)
which can also be written
= cA/[1 — (A — 2)Gy(0)]. (3.24)

The physical reasoning here follows closely that of
Anderson and McMillan (1967). If we could calculate
explicitly the average T-matrix (T) for the entire scattering
by all the sites in the medium we must get zero or

(T)medium = O (3.25)
since the medium is to represent the true system. However,
we do not know how to calculate the entire 7-matrix for the
system, so that we approximate here by setting (#(z)) = 0
in Eq. (3.22b), knowing full well that the scattering we are
neglecting is that by pairs and higher clusters.

This formula, derived by Taylor and by Soven, has been
rederived by a great variety of quite different techniques
(Onodera and Toyozawa, 1968; Leath, 1968; Yonezawa,
1968; and Aiyer et al., 1969). Several illuminating calcula-
tions of the effects of this approximation have been made by
Velicky et al. (1968). Calculations as such are discussed in
Sec. ITIB.

One of the most interesting and useful points about the
coherent potential approximation (CPA) is its invariance
with respect to the choice of host lattice and its correct
limiting value in the perfect crystal and split band (or
atomic) limits. That the CPA is invariant with respect to in-
terchange of host A and impurity B was pointed out by
Taylor (1967). This invariance extends even beyond his
original argument. Let us consider for a moment the per-
turbation expansion about any medium (translationally in-
variant) with propagator P, with energy Py on each site.
Then the Dyson equation for this expression is

Gy = Py + Py=xGeo. (3.26)
The perturbations now will be (V;— Vi) instead of
A= (V;— V4) as above, and the Dyson equation (3.26)
relating Zy to Gy gives the relationship =y = 2 —
(Var — V4) as the relationship between this new self-
energy and that above. The CPA equation, analogous to
Eq. (3.22) for*the self-energy in this medium, will be

(1= OL(Va— Vi) — Zur]
1 —[(Va— Vi) — Zx]Ge(0)

(Ve — Vu) — Za] -0
1= [(Vs = Var) = ZxJGo(0)

©=

+ (3.27)

Upon making the substitution Zy = 2 — (Vy — V4),
we find this is exactly Eq. (3.22b), so that G,(0) is invariant
with respect to the choice of unperturbed lattice, or to the
value of V. This invariance means, in particular, that the
coherent potential approximation is exact at either limit of
the concentration, so it is useful as an interpolation formula.
Furthermore, it means that the CPA can be considered
as an expansion about the virtual crystal [since-one could
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choose Vi = (V(7))] and thus that it is at least as good
as the virtual crystal approximation at all concentrations. A
comparison of virtual crystal, ATA, and CPA has been
made by Schwartz, Brouers, Vedyayev, and Ehrenreich
(1971).

Secondly, the CPA is exact in the atomic or split-band
limit when the interatomic hopping is very weak. In fact
it was this property which led to the CPA in the calculation
of Onodera and Toyozawa (1968) in the excitonic problem
[see also Kirkpatrick, Velicky, and Ehrenreich (1970)7].
They began with the virtual crystal approximation Vj =
(V), and looked for the diagonal self-energy =(w) which
gave the correct atomic limit. Their result was

c(1 — ¢)A%G(0)/[1 + Zor(E)G(0)]
1— (1 —20)AG(0)/[1+ Zor(E)G(0)]

(3.28)

Zor(E) =

Since Zor(E) is generally related to the self-energy = of the
expansion about the A4 lattice by the formula
Zor(E) = 2 — ((V) = Vi) = 2 — cA, (3.29)

one sees immediately that Eq. (3.28) is indeed the same as
the CPA equation (3.23).

Furthermore, the CPA always yields a properly analytic
Green’s function (Miiller-Hartmann, 1973).

Finally, comparing the CPA self-energy (3.24) with the
self-consistent calculation (3.20) of Davies and Langer
(1963), it becomes apparent that the difference arises
because CPA substitutes (A — Z)G for AG in the single-
site t-matrix. But, by Eq. (2.137) we see that

(V—X)G = VG, (3.30)
so that the CPA substitutes G” rather than the full G into
these scatterings. The difference between these propagators
is that G*(4,7) has a host site as its first index. Therefore
the diagonal element G”*(0) has no scattering off of the
explicit site of the -matrix into which it is inserted. That is,
between scattering off of site 7, in #;, one inserts self-con-
sistently all scatterings off of the rest of the medium ex-
cluding the site i (which would constitute a double counting).
The numerical difference between the two approaches is
substantial.

3. Diagram techniques

Since the introduction by Edwards, in 1958, of diagram-
matic notation for classifying and collecting the terms in the
perturbation expansion of the electronic properties of liquid
metals and alloys, many authors have extensively used such
diagrams to help study many of the properties of disordered
systems, and they have been useful in seeing physically what
sort of scatterings are important. A large impetus to the use
of this method was given by Langer (1960, 1961a, b),
who developed a many-body theory for.impurity resistance
in metals and first applied the technique to the vibrational
properties of a disordered lattice. Langer’s technique
correctly finds the coefficients of a series expansion of (G)
in powers of ¢ by making an Ursell-Mayer type cluster
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FIG. 8. The diagrams appearing in the expansion (3.32) of (G).

expansion. In this theory Langer recognized that a poly-
nomial cumulant coefficient P, (c) was associated with each
diagram part, and evaluated the linear ¢ and quadratic ¢?
terms in P,(c). Parallel diagrammatic formalisms were
developed independently at about the same time by Klauder
(1961) and by Matsubara and Toyozawa (1961). This
early formalism was extended and completed for the lattice
vibrational problem by Leath and Goodman (1966, 1968),
who found a closed form for P,(c), and by Yonezawa and

" Matsubara (1966, 1967, 1968), who found a generating

function for P,(c¢). These authors, however, discovered a
serious_ lack of convergence of the expansion at special
energies, extending to infinity, where spurious poles cropped
up in the self-energy due to an overcorrection inherent in
partial summations which used cluster expansions, as is
discussed in Appendix A.

Meanwhile, the formula found by Elliott and Taylor
(1967) for the single-site self-energy, which by inspection of
the diagrams was accurate to all orders in concentration,
eliminated the overcorrection inherent in the cluster expan-
sion, and thus was free of the spurious poles. Recently Aiyer
et al. (1969), corrected by Nickel and Krumhansl (1971)
and Leath (1972), have found a self-consistent method for

" extending this kind of multiple-occupancy correction to

arbitrary classes of diagrams.

We shall use this method to obtain the CPA equations as a
self-consistent scattering problem, but shall begin our
description by a rederivation of the formulas obtained by the
t-matrix decoupling schemes of the previous section. For
the binary alloy with the A-atom host lattice, the perturba-
tion ¥V (m) as in Eq. (2.99) is A at defect sites and zero at
host sites, which is expressed formally by

Vi= Vn(4), (3.31)
where 5 an indicator function is 0 (or 1) at A (or B) sites,
respectively, so that Eq. (3.1) can be rewritten as

GQI))=PALY) + AX P(l,m)(n(m))P(m, 1)

+ a2 35 P(l, m) (n(m) P (m, n)n(n))

X P(n,U') 4 ««-. (3.32)

We represent this equation diagrammatically in Fig. 8,
where (G) is represented by a double horizontal line. The
diagram rules for a single defect were given in Sec. IID2;

now each interaction point is weighted by the concentration
¢, its probability of being a defect site.

The bare contribution of each diagram is given by the
product of its irreducible parts (any part of a diagram which
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FIG. 9. The self-energy diagrams and multiple-occupancy correc-
tions appearing in the single-site approximation (ATA). The first
column contains the bare single-site diagrams which sum to ¢f, the
higher nth column contains those multiple-occupancy correction
diagrams with # irreducible parts whose sum is given at the bottom of
the column.

cannot be severed into two bits by cutting a single, internal
P line). The full contribution of each irreducible part is ob-
tained by subtracting from the bare contribution the full
contribution of each diagram that can be obtained by break-
ing lines away from the interaction points in the irreducible
part, providing that the resulting diagram is one found ex-
plicitly elsewhere in the partial summation one is performing.
[See Aiyer ef al. (1969).7] Finally, the diagrams are summed
over all internal-site indices and summed to obtain (G).

As an example of this kind of rearrangement we consider
the A? term in the perturbation series (3.32) which is pro-
portioned to {n¢n¢) ). For a random binary alloy, we have

Mang) = &+ (¢ — )y (3.33)
The ¢? term gives the diagram in Fig. 8b; the second term,
proportional to §;;, gives the diagram in Fig. 8(c). The
(¢ — ¢?) factor in the latter term comes from the bare con-
tribution ¢ minus that from the diagram with the interac-
tion lines broken apart [Fig. 8(b)]. This expansion differs
from the usual cluster expansions only by the inclusion of
the phrase underlined above which, though obviously
empty if all diagrams are summed, makes considerable
difference for the usual partial summations.

Fortunately, as is well known in principle, we can reduce
the diagram summing problem to one of including only
irreducible parts to obtain the self-energy = which is
related to (G) by the Dyson equation (2.133). The simplest
irreducible part is Fig. 8(a), which gives

Z,=cA = (V), (3.34)
the virtual crystal approximation of Eq. (3.6). It is the

lowest-order contribution in A, as might have been expected.

The terms linear in ¢ can be summed to find the single-site
t-matrix approximation; these bare diagrams are shown in
the first column of Fig. 9. They add to the single-particle
{-matrix simply related to that in Eq. (2.99). A sum of these
gives the bare self-energy

Zpare! = ¢t = cA/[1 — AP(0)]. (3.35)
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The multiple-occupancy corrections are shown in the second
and higher columns. The corrections in the nth column
(n > 2) can be summed vertically, since each such correc-
tion diagram has # irreducible parts, to obtain

— S [P(0)Z ], © (3.36)
since the full contribution of these diagrams must be in-
cluded. Thus 2%, the full, single-site self-energy, given by the
sum of all the columns, is

= ¢t — SIP(0)Z — ZP(0)TP(0)S — ---, (3.37)

a self-consistent relation for Z!, with the trivial solution

1= ca/[1+ ctP(0)] = cA/[1 — (1 — ¢)AP(0)],
’ (3.38)

which agrees with that previously derived by the algebraic
decoupling procedure in Eq. (3.16) above. The expression
(3.38), first derived diagrammatically by Elliott and
Taylor (1967), differs from that derived earlier by Langer
(1961b) by the factor (1 — ¢) in the denominator. Langer’s
formula was that for Zpare! of Eq. (3.35), which represents
the uncorrected linear ¢ contribution to Z'. Clearly the two
formulas agree for small enough concentration. The differ-
ences are mainly three: first, exact sum rules for integrated
optical absorption coefficients and neutron scattering in the
phonon problem are obeyed precisely by the corrected
formula (Elliott and Taylor, 1967), but are satisfied only
to lowest order in concentration using the uncorrected
version; second, when an impurity band is predicted the un-
corrected version does not place it symmetrically about the
local state energy as expected; third, the (1 — ¢) tends to
cut out the resonant denominator in Eq. (3.38) as concen-
tration increases, so that the theory tends to the virtual
crystal approximation as concentration increases, rather
than keeping the impurity band.

Clearly, this single-site {-matrix approximation (or
average {-matrix approximation) can also be made using an
arbitrary unperturbed host lattice (with diagonal energies
Ey on each site). This diagrammatic procedure leads im-
mediately to the obvious generalization of Eq. (3.38):

== {)/[1 + P (0) ()], (3.39)
where Py (0) is the effective host lattice propagator, and
(t) is the average single-site {-matrix. If the host lattice is
chosen to be the virtual crystal, ie., Ey = (V), and
Py (0) = G.(0), then Eq. (3.30) gives the same result as
that of Leath and Goodman (1969), as expressed in Egs.
(3.18) and (3.19) above, which is the ATA and is symmetric
with respect to A and B atoms and constitutes an inter-
polation formula over the concentration range.

Next, the coherent potential approximation is obtained by
summing the same single-site diagrams but with the full
Green’s function (G) inserted self-consistently into the
internal lines (Leath, 1968). These diagrams, looked at in
terms of the unperturbed propagator P, correspond to all
nested, single-site diagrams, i.e., between basic scatterings of
off a single site the propagator is scattered off all other sites
and in these scatterings the same propagator is inserted.
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An example of a double-nested diagram is shown in Fig.
10. The sum of all the diagrams in the self-energy, shown in
the first column of Fig. 11, is just

cr = cA/[1 — AG(0)], (3.40)
which is the self-energy [Eq. (3.20)] of Davies and Langer.
These bare diagrams are easily corrected for multiple
counting using the technique of Aiyer et al. (1969) by sub-
tracting those diagrams in the second and higher columns
of Fig. 11 (Leath, 1968). The result for the second column is

—{=0v] — 2060, (3.41)
where Z is treated as a functional of its internal propagator,
and

v = (G(0))/[1 — Z[vIG(0))]. (3.42)

The third and higher columns are similarly evaluated to ob-
tain for the sum of all columns, and hence for Z,

ZEﬂ

GO = er+ 2LCON] — =5 TG0

which has the immediate solution

cT cA

T 14 (GO0) 11— (1—0alG(0))

2[v]

cA
T 1— (1= oMy + 21D

But since we want Z[(G(0) )], we make the substitution °

(3.44)

v — {G(0)) (3.45)

to obtain

cA
P I A— 08GO [+ 260

(3.46)

which is precisely the coherent potential approximation of
Eq. (3.23).

To summarize this section, it has been found possible by
diagrammatic techniques to obtain all results otherwise
found from intuitive or decoupling approximations—
thereby exhibiting just what the nature of the approximation
is.

4. The locator expansion

A quite different, but as it turns out (for the CPA)
equivalent, approach for the configurationally averaged
Green’s function was developed by Matsubara and Toyo-
zawa (1961). Their use of this expansion seems obviously
inspired by the earlier work of Anderson (1958). The for-

[
II \ FIG. 10. An example of a double-nested
/ ’.\ \\ diagram included in the coherent potential

/ ’l..\ \ approximation.
/0 ATEY
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FIG. 11. The bare single-site, self-consistent, self-energy diagrams

included in the coherent potential approximation (column 1) and their
multiple-occupancy corrections (higher columns) after Leath (1968)].

malism has been extended by Matsubara and Kaneyoshi
(1966) and more recently by Leath (1970) and Matsubara
(1970). The technique is to start with localized atomic
states (Einstein oscillators) and expand in powers of the
interatomic hopping W, the second term of the Hamiltonian
(2.3). It was hoped that by starting with purely localized
states and then turning on the interatomic hopping, it might
be possible to study the Anderson transition to conducting
states. This approach begins by rewriting the equation of
motion (2.43) [or the equivalents in the phonon or spin-
wave problems, Eqs. (2.50) or (2.54)] in the form

LE— EMDIGL I E)

= ou + IZ,;W(Z, MGl E), (3.47)
which can be written in matrix notation as
G =g+ gWG, (3.48)
where, in this ‘“‘site-representation,”
gln,m; E) = [E — E(n) ] %wm = g(1n)8m (3.49)

is the Green’s function for the localized states and takes on
the values (E — E4)~'and (E — Ep)~' on A- and B-atom
sites, respectively, and where W (n — m) represents inter-
atomic hopping. In the locator expansion technique one
then expands Eq. (3.48) in powers of W, and averages,
term by term, over all configurations of the atomic species
to obtain the formal result

(G(n,m)) = (g(n) Yo + ()W (n — m)g(m))
+ (; g)W(n — DgYW(l — m)g(m))

+ .- (3.50)
Now it is the g(») which depend upon the configuration of
the species. We can represent the terms in Eq. (3.50) by
topologically the same diagrams as in the previous section,
but with no external lines, as shown, for example, in Fig. 12.
The transport from site to site (the solid line) is no longer by
the propagator g, which is local, but is by the interaction
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W (n — m) which in this role is called the interactor, as
suggested by Ziman (1969). The upright dashed line cor-
responds here to the localized-site Green’s function g.
Upon averaging, the rules become only slightly more com-
plicated than before; a cluster of 7 localized-site g lines at the
same site [as in Figs. 12(c), (g)] have the bare value
((gn)7). For example, the diagrams in Figs. 12(a) and
12(f) have the values :

1—9¢ c

) = +

3.51
E_E, (3.51)

and

3 (g (m)2)(g(m) YW (n — m)?

(o mrt T n )

X X W(n — m)2

(3.52)

Actually, no diagrams like Fig. 12(c) with a diagonal inter-
actor appear, since W(n — m) = 0 for » = m, but we can
include them formally to make the calculation parallel to
that in the previous section even if their contribution is zero.
Even for a perfect A-atom crystal, an infinite series must be
summed, but in this case Eq. (3.50) is simply the geometric
series

1 1 1
G = w w
E-E)  E- R (B B

2

+ ey (3.53)
which gives immediately the standard result
G = [E(—E)1 — W (3.54)

By Fourier transforming to k representation, the usual
band energies appear.

We can clearly define an irreducible part as we did before;
the sum of all irreducible parts o is called the locator (after
Ziman, 1969), which represents the renormalization of the
localized-state Green’s function g. The pseudo-Dyson
equation satisfied by o is

G) = o + oW (G), (3.55)
so that
G) = o/(1 — Wa) = (61 — W)L (3.56)
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The rélationship between the exact locator o and self-
energy X, according to Egs. (2.133) and (3.56), is

ol = (E—E)1— %, (3.57)

so that if X is site-diagonal so also will be o.

The multiple-counting corrections appear here just as they
did in the self-energy expansion. Matsubara and Kaneyoshi
(1966) considered the multiple-counting corrections and
chose the full cumulant expansion technique, which, as
noted earlier, led to spurious divergences. Therefore the
multiple-occupancy corrections are again made self-
consistently, using the diagram technique developed by
Aiyer et al. (1969) as discussed in the previous section.

The single-site locator, which we evaluate here for
illustration, consists of diagrams shown in the first column
of Fig. 11 (in the calculation of the CPA) with the same
multiple-occupancy corrections shown in the higher columns.
The double internal interactor line here we denote as U,
the fully renormalized interactor,

U=W + W(G)W. (3.58)

Then we find for the bare value of the locator from the first
column of Fig. 11,

(8
Obare — <1 _ [J(O)g(’ﬂ)
- (I1—0c)ga cgn
1—U0)ga  1—U0)gs’ (3.59)

where goa = (E — Ea)™! which is analogous to Eq. (3.40).
The sum of all columns gives, in analogy to Eq. (3.43),
the fully corrected o,

. A 4O
o = UO0)] = (B Y + LU (0)]
e
T o610’ (3:60

where ¢(0) = -U(0)/(1 — o[¢]U,). The solution of this
equation is

_ g(n)
77 <1 — U(0)g(n)/[1+ aU(O)]> /
U(0) g(n)
[1 * (1 n aU<0>><1 ~ U0)g(m)/[1+ aU(O)]> ]
(3.61)
which can easily be written in the form
_ g(n)
o=z Ce(n) — S0/ (3.62)

Then, according to Egs. (3.55) and (3.58), we can make the
substitution

U(0) = o=(G(0)) — o (3.63)



Elliott, Krumhansl, and Leath:

We also substitute for - from Eq. (3.57) and identify
V(n) = E(n) — Ex to find that Eq. (3.62) becomes

1
L= (v~ (-6
which can be manipulated into the form
_ V(n)
= = (=7 — 5160 (3:69

This formula is equivalent to Eq. (3.24), the CPA equa-
tion for the self-energy.

This establishes that the expansion in localized states
agrees with the expansion in band states for the CPA treat-
ment of single-site scattering (where topologically the same
diagrams are included in each method). The generalization
of this simple. theorem to pair and cluster scattering gives
surprising results as is discussed in Sec. IIIC1 below. This

-equivalence does not hold for just any class of diagrams;
the multiple-counting corrections and self-consistency
are essential. Perhaps one might have guessed the result
earlier from the work of Onodera and Toyozawa (1968),
who showed that single-site CPA reduced to either atomic
or virtual crystal expressiors in the appropriate limits.

In Sec. IIID below we briefly outline the calculation of
two-particle Green’s functions where it has been shown that
the two approaches always agree if the one-particle Green’s
functions agree and if the Ward identity is satisfied.

Finally, the proof given here in Egs. (3.61) to (3.65) is
clearly not dependent upon the binary alloy model calcula-
tions, but would hold for any disordered system, including
glasses. This point has been made by Matsubara (1970).

5. Other approaches to the CPA

There have been two derivations of the single-site CPA
equation using the basic properties of G* and G? The
earliest was by Aiyer ef al. (1969), who noted that diagonal
elements of (G4?) and (G¢) are identical in site representa-
tion. From Egs. (2.136) and (2.140) this gives the matrix
equation whose diagonal elements are

<V—IE<G>)00 = (V—22<G>2)00 + (V_2[2 —_ CV]])O().

(3.66)

If, in addition, one requires that X be site-diagonal, i.e., a
constant matrix, then the diagonal elements of Eq. (3.66)
satisfy

AZ(G(0)) = ZXG(0)) + = — cA, (3.67)
which has the CPA equation (3.24) as its immediate solu-
tion. Likewise, either of the other similar equations,
(G"(0)) = (G"(0)) or (G(0)) = (G"¥(0)) = 0, can be
used to derive the same result. Thus, the CPA self-energy
is the only single-site diagonal self-energy which is consistent
with these requirements of the host- and defect-sites Green’s
functions.

Recently Butler (1972) and Brouers et al. (1973a) have
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demonstrated a derivation of the CPA equations using the

consistency equation from Eq. (2.137) that

G) = (G") + G, (3.68)
plus knowledge obtained from the locator expansion. Their
method can be generalized to include some of the important
effects of pairs and larger clusters. The technique is as
follows: From the locator expansion, as developed by
Anderson (1958), the site-diagonal Green’s function G (I, 1)
can be written exactly as

G(,1) =[E—EQ) — AT, (3.69)
where A(Z) is a renormalization of the site energy E(I) at
site / and consists of the terms

a0 = T g
WA —n)W(n— m)W(m — 1) .
N T T B TE - B T
" (3.70)

where the summations are restricted not to return to the
original site /. This site self-energy A(l) is then a term in-
volving all hops leaving from / and back to site I with no
intermediate returns to !; thus, for example, A(/) is inde-
pendent of E(I) in this model. Butler and Brouers then
average G (1, I) over the occupation of site / to obtain

<G(l; l) >l = <Gh(l7 l) >l+ <Gd(l’ l))l

_ (1—¢)
T E— Es— A()

+ , (3.71)

Cc
E— Ep — AQ)

which is exact. They then assume that A(l) is the same for
each site, i.e., each site / is sitting in the same medium
as specified by A(l) = A. Then, equating this (G(0)) to
the one for a medium with the coherent potential £ on each
site, they obtain

(1—v¢) c
+E——EB—A’

1
<G(O)>=E—E—A=E—EA—A

(3.72)

from which A can be eliminated, with the result

a 1—¢) ¢
GO = s T GO T s Bt o)
(3.73a)
or
(1—9¢) 4 ¢

Y TG o) TS (- 5 G0

(3.73)

which is precisely Eq. (3.64) and gives the usual CPA
equations. This technique has been generalized by both
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FIG. 13. The phonon density of states p(w) versus w/wy in the average

t-matrix approximation (with the host lattice as the unperturbed lattice)
for (a) 3% Inin Pb (e = 0.446) solid line is theory, dashed line is experi-
ment (Rowell et al., 1965) and dotted line is experiment (McMillan
and Rowell, 1965) for pure Pb; (b) theoretical curves for 39, Au in Cu
(dotted line), 109, Au in Cu (solid line), pure Cu [dashed line (Sinha,
1966) ] [after Elliott and Taylor (1967)].

Brouers ef al. (1972) and by Butler (1972) to study larger
clusters as is discussed in Sec. IIIC1 below.

Finally, there is the continued fraction technique of
Matsubara and Yonezawa (1967), who showed from the
full cumulant expansion (Appendix A) that the infinite
series resulting for the single-site f-matrix could be put into
the form of a continued fraction. This continued fraction, if
evaluated exactly, would have contained the spurious poles
discussed in Appendix A. However, they were able to ap-
proximate the continued fraction in a way giving the
coherent potential approximation, and in fact a systematic
analysis by Yonezawa (1968) demonstrated diagrammati-
cally that the effect of this approximation was just to re-
move the unwanted multiple-occupancy corrections, as in
the ordinary diagram technique.

B. Single-site approximations for (G)—model
calculations

In this section we evaluate the usefulness of the various
single-site formal approximations to the density of states
and to (G(k,w)) by comparing them with numerical
results of some model calculations for the phonon, electron,
and exciton problems. The similar features of these various
problems becomes much clearer in the graphical comparison
of the results.

For the dilute, strong-scattering alloy where the isolated
impurities are capable of producing localized out-of-band or
resonant in-band states, the average t matrix approximation
[Egs. (3.16) and (3.38)7] is a good approximation (Sec.
I1IA1). Since the self-energy Z is site-diagonal [Eq. (3.16)]
then, by Eq. (3.17), the Green’s function is given by

(G'(E)) = P[E — =Y(E)]. (3.74)
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That is, the average Green’s function (G(E)) for the dis-
ordered system is given by that of the unperturbed perfect
lattice P(2) evaluated at the complex pointz = E — Z(E).
For a linear chain this analytic continuation is trivial, since
the analytic form of P(z) is known exactly. For higher-
dimensional systems, the analytic form of P(z) is not
generally known, although its numerical value on the real E
axis is known either from a model calculation of the density
of states or directly from experiment. Using Hilbert trans-
forms [Eq. (2.36)] to relate the real part at one complex
point z to the imaginary part at some other 2’, one can
numerically continue P(z) into the complex plane quite
simply, on a computer. A review of such calculations in the
very dilute limit for the phonon problem is given by
Maradudin (1966). We give only one example from the
phonon calculations of Elliott and Taylor (1967) in Fig. 13,
which shows two distinct cases. In Fig. 13(a) is shown their
calculation within the simplest average ¢ matrix approxima-
tion (assuming only isotopic defects) for 39, In in Pb which
is compared with the superconducting tunneling experiments
of Rowell et al. (1965). The only numerical input into the
calculation was the phonon spectrum of pure Pb taken from
a similar experiment and the known mass ratio of Pb to In.
At this mass ratio there is predicted a high-frequency band of
localized vibrational states about the lighter In atoms
which is seen unresolved in the experiment. In Fig. 13(b)
the same calculation is made for 39, and 109, Au in Cu to
demonstrate the appearance of low-frequency in-band
resonant modes about the heavy Au atoms. As the con-
centration increases, this theory simply lets the impurity

0.06
g 0.04|
3
~
0.021
o .
w/wm
0.02
o I\
35 -
N
3 0.02}
4
0.04}
| 1 1 1
(0] 04 o8 |0
w/wm

FIG. 14. Typical phonon frequency shifts and widths in the ATA
for in-band resonant modes, for 109, Au in Cu (after Elliott and Taylor
(1967) .
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crystal (solid line) and the machine calculations (histogram) of Dean (1961) for My = M /2 at four concentrations ¢ of B atoms [after Leath

and Goodman (1969) .

band broaden, merge with the host band, and finally melt
away. At high concentrations it is no better than the virtual
crystal approximation. The effect of the (1 — ¢) factor in
the denominator of Eq. (3.16) is to make the impurity
band broaden more or less symmetrically about the isolated
defect-mode frequency, in contrast to the earlier formulae
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without this factor (Langer, 1961b; Takeno, 1962; and
Maradudin, 1963), which broaden on one side only.

The self-energy 2'(E) has both large real and imaginary
parts near in-band resonant modes which represent large
shifts and widths, respectively, of the corresponding perfect
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crystal states. The appropriate shifts and widths from the
phonon calculation of Elliott and Taylor (1967) are shown
in Fig. 14. These curves agree qualitatively with results
seen in some similar cases from inelastic neutron scattering,
although force constants changes generally produce con-
siderable extra effects and must be included in the model.

One can substantially impréve the behavior of the average
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{ matrix approximation (at least in three-dimensional
systems) by taking the virtual crystal as the perfect host
crystal, as in formula (3.18) above. This approximation
was developed for the phonon problem by Leath and Good-
man (1969) and has recently been taken over to the elec-
tronic case by Schwartz ef al. (1971). Results from the
phonon problem, taken from the work of Leath and Good-
man (1969), are shown (solid lines) in Figs. 15 and 16 for a



Elliott, Krumhansl, and Leath: Randomly disordered crystals

linear chain of atoms and for a simple cubic lattice, respec-
tively, with only nearest-neighbor forces in each case. The
various samples taken span the entire concentration
range. They show graphically how this average (¢)-matrix
approximation correctly produces a band of high-frequency
localized states at low concentrations of the lighter atoms;
how this impurity band merges with the host band at inter-
mediate concentrations, and how a resonant impurity band
is pulled out at low frequencies when the concentration of
heavier atoms become small.

The calculations are to be compared with the computer
experiments of Dean (1961) for the linear chain and those of
Payton and Visscher (1967) for the simple cubic lattice,
which have been discussed in Sec. ITE1 above. For the linear
chain, the comparison is good only at the extremes of
concentration, since fluctuations in concentration play a
dominant role in the spiky high-frequency structure. This
structure is due to modes localized about various clusters of
A and B atoms and will only be produced in higher orders in
perturbation theory when the scattering by such clusters is
included.

In the three-dimensional example, the agreement is sub-
stantially better with, perhaps, surprisingly good agree-
ment even at 509, concentration. Thus must be because a
site in the three-dimensional system has a larger number of
nearest neighbors and more nearly sees an average, and
fluctuations are less important.

The weakest point of the formal approximation, as is
obvious from Fig. 16, is its failure to correctly reproduce the
band edges, This failure is due to the overly simple analytic
properties of the self-energy, which has the analytic behavior
of the host-lattice Green’s function plus a simple pole. This
pole is positioned so that E — Z'(E) sweeps through the
energy region of the host band to produce the impurity
band in the right place, but is unable to move the unper-
turbed band edge from its value in the host crystal. To shift
the band edges with concentration, a self-consistent field
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FIG. 17. The phonon density of states p(w?) versus x? = w?/wp? for
a disordered linear chain with Mg = M4/3 and ¢ = 0.1. A comparison
of the CPA (solid line) with the self-consistent formula witout multi-

ple-occupancy corrections from Davies and Langer (1963) [after
Taylor (1967) 7.
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FIG. 18. Comparison between the ATA (dashed line) and CPA (solid
line) densities of states for the cases where resonant, in-band states
and localized states exist, respectively [after Taylor (1967)].

is required, where the self-energy and Green’s function have
similar analytic behavior.

We proceed to the single-site, self-consistent approxima-
tion, i.e., CPA [Eqgs. (3.23), (3.24), or (3.46)7]. We begin
by comparing the CPA with the early self-consistent field
approximation of Davies and Langer (1963). Figure 17
shows the calculation of the CPA by Taylor (1967) (solid
line) for a linear chain, compared with Davies and Langer’s
calculation (dashed line). The high-frequency impurity
band is compressed in the CPA. This compression is essen-
tial because the extended impurity band of Davies and
Langer for some values of ¢ and E extended beyond the
maximum frequency of the purely light atom lattice; this is
forbidden by the Saxon-Hutner localization theorem
(Thouless, 1970). The CPA is compared [also from Taylor
(1967)] with the average {-matrix approximation in Fig.
18 in the dilute, strong scattering limit. The impurity band
is broader in the CPA and the band edges are shifted. The
comparison [taken from Taylor (1967) ] in Figs. 19 and 20
of the CPA (solid line) with computer experiments (histo-
grams) from the same work as in Figs. 15 and 16 above show
the effect of the CPA.

The agreement with the computer experiments for the
linear chain, Fig. 19, is not good. In the dilute limit the CPA
fails to reproduce the sharp band of states due to isolated
light atoms as satisfactorily as the average #matrix ap-
proximation, but instead it gives a smooth impurity band
which represents a mean of all the impurity cluster bands.
In Fig. 20 for three dimensions, by contrast, the CPA
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FIG. 19. The phonon density of states p(w?) versus %2 = w?/wp? for
disordered linear chains with M = Ma/3 at three concentrations ¢
of B atoms. A comparison between the CPA (solid line) and the
machine calculations of Dean, 1961 (histogram) [after Taylor (1967)].

works miraculously well at all concentrations (or at least
at all concentrations of light atoms above a critical con-
centration ¢y~ 0.28 in the simple cubic lattice, where the
high-frequency structure disappears). Even the band edges
are nearly right, although the CPA, missing band-tailing
effects, tends to produce split bands a little too easily. The
divergence difficulty seen at low frequencies in these calcula-

Elliott, Krumhansl, and Leath: Randomly disordered crystals

tions are not fundamental to CPA (which is essentially exact
at low frequencies), but were due to Taylor’s numerical
procedure. In order to reproduce the high-frequency struc-
ture that occurs for concentrations below ¢, properly, the
scattering by pairs and larger clusters must be included.

This critical concentration ¢, is related to the so-called
percolation limit. In a randomly occupied lattice, atoms of
one type will occur in clusters in which they are nearest
neighbors of each other. At very low ¢ the most likely
configuration is an isolated atom, but as ¢ increases the
average cluster size increases. This size diverges at ¢ = ¢
when an infinite cluster spanning the whole crystal is formed.
There are still some small isolated clusters at ¢ > ¢o but the
number diminishes rapidly with ¢. [For a recent review of
this theory see Shante and Kirkpatrick (1971), Kirk-
patrick (1973) and the brief discussion below in Sec. IVE.]
In the impurity band, isolated atoms have localized states
and these have a small residual interaction over large
distances. However P(0,7) falls off rapidly with distance
in this energy range so the main interactions between
localized states occur for nearest-neighbor defects, and hence
the structure is largely determined by the occurance of
isolated clusters at neighboring atoms. Once the infinite
cluster is formed at ¢ > ¢, this structure is largely broadened
away. No structure occurs for small concentrations of heavy
atoms since they produce a broad resonance and not strongly
localized states.

The CPA density of states integrated over the impurity
band, when it is split away from the host band, gives ¢, the
appropriate weight for the sum of all impurity modes. The
energy width of the impurity band is proportional to ¢!/2
(Taylor, 1967).

The analytic properties of the single-site CPA result are
that (Gcpa) is analytic everywhere except for branch cuts
on the real axis corresponding to the host and impurity
bands. There is a pole in Z¢pa(w) on the real axis in the
gap between the host and impurity bands for sufficiently
split bands [see Velicky et al. (1968)7], but this merely
produces a zero in ReG(w) at this point. The disappearance

FIG. 20. The phonon density of states p(w?)
versus w?/wp? for disordered simple cubic lattices

with Mp = 3M4 at four concentrations ¢ of B
atoms. A comparison between the CPA (solid
line) and the machine calculations of Payton
and Visscher (1967) [after Taylor (1967)].
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in the CPA of the Van Hove singularities of the perfect
crystal with the addition of disorder has been discussed by
Halpern (1972).

In the electronic problem very illustrative calculations of
Soven’s CPA formulas were carried out by Velicky ef al.
(1968), and by Schwartz et al. (1971). In Fig. 21 from
Schwartz et al. we show their comparison of the effect of the
average f-matrix approximation [Egs. (3.15) or (3.39)]
and the coherent potential approximation [Eqs. (3.24) or
(3.46) ] at a concentration ¢ = 0.15 for a variety of scat-
tering strengths § = A/W. The calculations are made for the
simple model unperturbed density of states [of Hubbard
(1964) ]

(/W) (We— By | E| < W
P°(E) = (3.75)
0 |E| > W.

The virtual crystal approximation always produces a

(a)

] 1
ENERGY/HALF BANDWIDTH

(b)
—ATA
----CPA
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\
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9] [
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—ATA
----CPA

ENERGY/HALF BANDWIDTH

FIG. 21. A comparison of the model electronic density of states as
calculated in the ATA and CPA approximations. The concentrations
are ¥ and 1 —x. The site energy difference determines § =
[(e* — €B) /W] in units of the bandwidth W [after Schwartz et al.
(1971) 7.

single band which is a uniformly stretched version of the
unperturbed density of states and gives the mean energy
correctly. The coherent potential approximation shows
nicely the splitting of the bands into host and impurity
bands at about 6 = 1.0. The average {-matrix approximation
keeps the host and impurity bands split for much too low
values of §, but produces the sharp spike for the band of
states corresponding to the isolated defects quite well.

Although the CPA nicely and smoothly moves from the
single-band to the split-band regime at 6 ~ 1, the exact
value for splitting from the Saxon-Hunter localization
theorem [see Thouless (1970) ] is at 6 = 2, when there are
no states from either perfect A- or B-atom crystal at £ = 0.
A general comparison of the band gaps of the CPA with the
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FIG. 22. The exact and CPA limits of the model electronic spectrum
for a binary alloy versus § = A/W. The CPA limits are more restric-
tive, always producing split bands before the exact splitting. The
black profile is the CPA density of states [after Velicky (1969) .

exact band gaps (Fig. 22) was given by Velicky (1969).
The gap appears too readily in the CPA because it does not
include band-tailing effects. A discussion of these effects
for a square distribution of site energies (Anderson’s model)
has been given by Brouers (1971).

We have chosen here to illustrate the CPA primarily
with the relatively simple mass defect phonon case. An
extensive comparison of ATA and CPA model calculations
has been carried out by Schwartz et al. (1971), including two
band models for transition metals.

It is interesting to observe within the CPA the shape of
the density of states for various k values; several such cal-
culations have been performed. First, Onodera and Toyo-
zawa (1968) demonstrated clearly that both the single-
band behavior and split-band behavior were general fea-
tures of the CPA in their calculation of (G(k =0, E) )
for the excitonic optical absorption spectrum in mixed
crystals. Some of their results are shown in Figs. 23 and 24.
In Fig. 23 is shown the density of states, the imaginary
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FIG. 23. The density of states (dashed line), imaginary part of the
self-energy Im[Z(E)] (dot-dash line), and the optical absorption
spectrum Im(G(k = 0, E)) (solid line) in the CPA, for ¢ = 0.5, and
8 =A/W =20, 08, 04, and 0.2, respectively [after Onodera and
Toyozawa (1968)].
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FIG. 24. The density of states (dashed line), imaginary part of the
self-energy Im[Z(E)] (dot-dash line), and the optical absorption
spectrum Im(G(k = 0, E)) (solid line) in the CPA, for (a) 8 = A/W =
0.8 (two-mode behavior), and (b) 8 = 0.2 (one-mode behavior), for
¢ = 0.2, 0.5, and 0.75 [after Onodera and Toyozawa (1968)].

part of the self-energy, and the optical absorption spectrum
versus energy for ¢ = 0.5 and for several values of 6 = A/W,
while the unperturbed density of states was just that of
Eq. (3.67) above. One notes immediately how the & = 0
response shifts from one-mode to two-mode behavior as the
bands split. In Fig. 24 the concentration dependence is
given. In the split-band limit (a) there are two optical peaks
whose weight is proportional to the concentrations of the
two species; and in the weak scattering limit (b) the single
peak shifts linearly with concentration, as would be pre-
dicted by the virtual crystal approximation. Similar features
occur in the optical absorption by defect phonon states in
mixed crystals, except that there are many polarization
branches and optical and acoustic modes to make the pic-
ture somewhat more cloudy.

In the electronic problem, Soven (1969) gave a useful
plot of the energies and widths versus k within the CPA,
which we show in Fig. 25. He defines the energy differ-
ence between the half-maxima in (G(k, E) ) versus E as the
width for the value k. The model host density of states
again is that in Eq. (3.67). The curve is broadest at the
center where the gap is about to appear in the density of
states.

Finally, for completeness, we show plots, Fig. 26, of
(G"(E) ) and (G*(E)) as in Eq. (2.136) and (2.137) versus
energy taken from the calculations of Velicky et al. (1968).
This calculation demonstrates quite directly how, in the
split-band limit, the two subbands are associated almost
entirely with states localized on each species of atom.

C. Extensions for G)

So far we have discussed diagonal, substitutional dis-
order with only single-site scattering included self-con-
sistently. There have been several extensions to pair and
cluster scattering, to off-diagonal disorder, and to struc-
tural disorder, with some limited success.
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1. Pairs and clusters

The first attempt to calculate the irreducible scattering of
pairs of defects was by Langer (1961b), who found, in the
2 X 2 notation of Eq. (2.122), the bare scattering by pairs
of defects separated by a distance R = Ryj,

C2t13P2(R)
@ = b I A .76
ZOR,0) = ot b (3.76)
where
Py(R;;) = P(3,7)0". ) (3.77)

The actual formula written by Langer for the total self-
energy in k representation is obtained by separating =@
into diagonal and off-diagonal elements, which are defined by

2(2)d(R) E(Z)n(R)
Z@(R) = (3.78)
E(2)n(R) 2(2)d(R)
and writing
Z®(k,w) = 2 {Z®4(R) + exp[k-RIZ®"(R)}.
- .
(3.79)

The poles of this self-energy are at the zeroes of Eq. (2.120),
which are at the defect-pair state frequencies. The theory
will produce, at low concentration, narrow impurity bands
corresponding to the isolated defect states and to the
bonding and antibonding pair states. Unfortunately no
numerical evaluation of this formula exists in the literature.

The first attempts to include multiple-counting correc-
tions into this pair formula were by Yonezawa and Mat-
subara (1966) and by Leath and Goodman (1968), who
used the full cumulants P,(¢) (Appendix A). The two
formulae are the same; that of Matsubara and Yonezawa
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FIG. 25. Locus of the maximum of the CPA spectral density ImGz (w)
versus [&, k, k] for ¢ = 0.4, and § = A/W = 1. The boundaries of the
shaded region define the half-height position of the spectral peak. The
dotted line is E(k) for the virtual crystal approximation [after Soven
(1969) 1.
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FIG. 26. Average local densities of states about
A atoms pa (w) (solid lines) and B atoms pp (w)
(dashed lines) for concentrations of A atoms as
given and for = A/W = 0.25, 0.50, and 0.75,
respectively [after Velicky ef al. (1968) 7.
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correspond to the atomic (split band) limit and the weak scattering
(virtual crystal) limit, respectively. The ordinary CPA is a perturba-
tion theory in an expansion about each of these limits (the shaded
regions) [after Leath (1973)].

is a very difficult integral formula and has never been
studied fully, although from the work of Leath and Good-
man it is clearly an integral representation of a generalized
hypergeometric function. The full cumulant method, as
in the single-site case, has generally been abandoned because
it introduces spurious poles.

The first pair formula with multiple-counting corrections
or corrected cumulants was produced by Aiyer ef al. (1969).
This formula (the extension of the average t-matrix ap-
proximation to pairs of defects) was derived both by a
t-matrix decoupling scheme, like that in Sec. IITA1 above,

and by a diagrammatic summation (as in Sec. IITA3).

The result was

CZ® (R, w) = Ctl/[l + Ctl.P(O)

_ C(l - C)t12P2(R>2 ]
1— (1 — C)tlpz(R) ’

(3.80)

which is to be compared with Eq. (3.68), the bare formula
(of course, neither formula is self-consistent). This ATA
result with appropriate multiple-occupancy corrections
should have the property that the impurity bands are
centered at proper frequencies. Again, no numerical calcula-
tions exist in the literature, although the formula should be
appropriate for studying pair modes at low concentration
(=~109%,) of defects.

The primary interest in pair and cluster scattering to
date has been in trying to find a generalization of the
coherent potential approximation, a kind of Bethe-Peierls
approximation, which is useful at all concentrations and
scattering strengths. This requires cluster scattering in a
self-consistent medium. Let us recall the range of validity
of the ordinary CPA. Clearly it is useful at very low con-
centrations and at very small scattering strengths V/W,
-since it can be viewed as a renormalized perturbation
theory about these limits. But Taylor (1967) showed that
the CPA was symmetric in the two atom types so that it is
also useful for very high concentrations or very small values
of (1 — ¢), the concentration of host atoms. Finally, Leath
(1970) showed that the CPA was also obtainable from per-
turbation theory, and thus useful, in the extreme split band
limit where W/V is very small. Therefore the CPA is useful
at each extreme of concentration and scattering strength,
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as shown in Fig. 27, and forms an analytic interpolation
formula in the interior between these limits. As such, the
CPA succeeded far beyond what one would expect of a
perturbation theory. Nevertheless, the CPA has other non-
physical features such as a k-independent self-energy and an
impurity band with no structure. Thus generalizations of
the CPA were sought with the hope of maintaining the
symmetries of the CPA while improving the k dependence
of the self-energy and the impurity band structure. Aiyer
et al. (1969) attempted a self-consistent pair calculation.
However, it was discovered by Nickel and Krumhansl
(1971) that a simple error had been made in the evaluation
of the pair formula. When this is corrected the result can be
written in the form

@ = sya) =°

This is a two-site generalization of CPA, where now Z,
is a 2 X 2 matrix as in Eq. (3.70), and where V, and G,
are the 2 X 2(4, 7) subspace of the full ¥ and G matrices:

V. O
V2 = N
o V;
G(1,7)

<G<i, i) )
G(j,i) GUii/)

Leath (1972) showed that this result corresponded to the
self-energy formula

(3.81)

(3.82a)

Gy, = (3.82b)

2(2)(R, 0)) = 6T1/[1 =+ ¢ T (0)

_o(1— ) rPTu(R)? ]
1— (1 —_ C)Tlrg(R) ’

(3.83)

which is just the direct perturbation theory pair formula
(3.80) with the unperturbed propagator replaced every-
where by a self-consistently determined propagator I'. The T’
propagators, as in Eq. (3.23), are a 2 X 2 version of
G/(1 4+ =G) with all intermediate scattering by the sites ¢
and 7 in the f-matrix pair removed. This result could also
have been obtained from the f-matrix decoupling method.

There is, however, a subtle difference between the
diagrammatic and the CPA methods. Namely, the CPA, a
rather more physical or intuitive approach, would lead one
to use the full self-energy or coherent potential (with all
possible internal scattering) in Eq. (3.81) for Z; but the
diagrammatic method quite unambiguously shows that Z,
contains only the pair diagrams for scattering by that
particular pair of sites (z,7).

Finally, numerical calculations have been carried out on
this corrected formula (3.81) by Butler and Nickel (1973),
with disturbing results. Although useable at small scat-
tering strengths V/W, in the strong scattering regime
(where pair modes are important) the formula developed
serious nonanalyticities (branch points) off the real axis in
the complex energy plane and on the physical Riemann
sheet (see Fig. 28). The formula is apparently not suitable
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FIG. 28. (a) The contours of constant Im (G(E) ) (dotted lines) and Re(G(E) ) (solid lines) on the first quadrant of the physical sheet in
the complex-energy plane, in the CPA for pairs without cluster diagonality [after Butler and Nickel (1973)]. (b) The density of states p(E)
versus (E — Emax) in units of Emay in the region of the localized impurity bands for ¢ = 0.5 and 6 = A/W = 2. The cluster-diagonal CCPA
(or the equivalent boundary-site boundary condition approach) (solid lines) is compared with that of the mode counting numerical method of
Dean (histograms) for clusters of size (1) one (the ordinary CPA), (2) three, (3) five, and (4) seven [after Butler (1973)].

in the strong scattering or split-band regime. It should be
pointed out that non-analyticities had previously been
reported in a somewhat similar calculation by Capek (1971).

In 1971, Ducastelle demonstrated that indeed the formula
as calculated by Butler and Nickel does not reduce to the
proper value in the split-band limit. Recently Leath (1973)
has shown that it is possible to maintain this CPA formula
(3.81) and obtain the correct split band limit if and only
if the self-energy is cluster-diagonal, as in a model Tsukada
(1968, 1972) had used earlier. In this CPA calculation the
full self-energy, limited on its external indices to the pair of
sites (%, 7), is put into Eq. (3.81) and cluster diagonality in
this sense requires that the full self-energy = does not have
any nonzero off-diagonal elements connecting either site ¢
or j to the other sites in the system. The proof applies
generally to clusters of arbitrary size, with the CPA formula
[see Nickel and Krumhans] (1971)7]

{ta) - <1 — z/;n;_%—nﬁ> =0. (3.84)

The nonanalyticity seems also to disappear when the
cluster diagonality is imposed. At least Butler (1973) has
found this true for one-dimensional systems. That is, the
forcing of the weak scattering perturbation theory to have
the correct split-band limit apparently maintains the proper
analyticity in that regime. Furthermore, if 2 is cluster-
diagonal the subtle difference (mentioned above) between
the diagrammatic and the CPA approaches clearly dis-
appears, since the difference was due only to the off-diagonal
contributions.

Ducastelle (1972) not only showed that the formula of
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Nickel and Krumhansl (1971) did not have the appropriate
split-band limit, but also identified the diagrams where ex-
pansions in localized states and in Bloch states first began to
disagree for the higher-order CPA. Although he was unable
to find a resolution of the difference, his paper was instru-
mental in pinpointing the difficulty with the various
generalizations of the CPA.

A separate approach in the literature was the multiple
scattering technique of Cyrot-Lackmann and Ducastelle
(1971), who set to zero not the average # X % f,-matrix,
but the sum of such average f-matrices over all z-cluster
scatterings which began on the same site. Not only is this
computationally intractable, but, as originally stated,
Ducastelle (1972) also found that the formula was wrong in
the extreme split-band limit. Nevertheless, if Z is cluster-
diagonal these differences completely disappear and their
formula merges with the CPA.

Another cluster approach of some complexity has been
introduced by Freed and Cohen (1972). They rediscovered
the technique that Taylor (1967) had used for deriving the
CPA for phonons and the suggestions made in that paper for
generalizations to clusters. Thereafter they make several
complicated approximations, which seem to contain diffi-
culties, since the results are not correct even to lowest ap-
propriate orders in concentration (Ducastelle, 1972).

A very simple cluster theory has been studied recently by
several groups (Butler, 1972; Capek, 1972; Tsukada, 1972;
Brouers ef al., 1973a), which has been discussed in Sec.
IITA5 above. They calculate the average ¢-matrix for
scattering by a cluster in a medium [as in Eq. (3.84)]
with a.diagonal coherent potential but, in contrast to Eq.
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(3.84), they set not the entire average /-matrix to zero, but
only the diagonal element on a single site in the center of the
cluster. This may be carried out in a manner similar to that
in Sec. IITAS by insisting that (G(Z, 1)) at the center of the
cluster be the average of the cluster over all occupations of
site / and its nearest neighbors. Numerical calculation is
easy since = is diagonal, and reasonable results were ob-
tained for weak scattering [V/W ~ 0.5, see Butler (1972)
or Brouers et al. (1972)7]. Unfortunately, Capek (1972)
and Butler and Nickel (1973) found that this method also
suffers from nonanalytic behavior of a very similar sort to
that in Fig. 28(a) when the band splitting is taken too large
(V/W ~1.0).

Butler (1973) has recently revived interest in this
numerically appealing approach, however, by noting that all
the nonanalyticities disappear when, instead of the central
site of the cluster, the boundary site of the cluster is chosen
for the effective medium equations. He further was able to
show in one dimension that this boundary site condition
was precisely the full CPA with cluster-diagonal self-energy
as discussed above. His results are shown in Fig. 28(b) for
the difficult energy region beyond the edge of the host band
and are compared with the exact computer results. As his
cluster size increases from one to seven, the spiked structure
of the exact result (like that in Dean’s calculation) is clearly
reproduced. Thus, it now seems, if one is interested in ap-
proximately reproducing the highly structural density of
states found by Dean so long ago, the CPA is now up to that
task.

Very recently, Mills (1974) has explicitly demonstrated
a condition for the proper analyticity of the average Green’s
function as given by a partial summation of diagrams, with
translational symmetry assumed. His criterion is for a
certain left-right symmetry in the sum of self-energy graphs
which is satisfied by the ordinary CPA but not by the pair
formula of Butler and Nickel (1973). He suggested a ‘‘pair”’
formula consisting of all graphs that could be drawn on a
Cayley tree (i.e., those without closed loops of three or
more sites) but did not carry out the calculation. Perhaps
his suggested calculation would be equivalent to that
recently performed by Abou-Chacra et al. (1973).

Finally, we note the self-consistent pair calculation of
Schwartz and Siggia (1972). They apply functional deriva-
tive techniques which reproduce the full cumulant coeffi-
cients P,(c¢) for each diagram. Then they consider each
term in the perturbation expansion in powers of z71, where z
is the number of nearest neighbors. They first sum all
zeroth-order diagrams in the expansion (i.e., all site-
diagonal diagrams plus all other diagrams for the case when
all the sites coincide); this summation reproduces the
single-site CPA. The result could have been expected
since, diagrammatically, the CPA is just the sum of site-
diagonal diagrams with the corrected cumulants Q,(c).
They were also able to show that there were no contribu-
tions to the resulting perturbation expansion of order z7!
so that the CPA was exact to order z72. Then they proceeded
to include all diagrams of order 22 and z 3, which meant pair
diagrams and which also would then be correct to order c2.
In this order, however, they were unable to carry through
the equations exactly [which presumably would have re-
produced the CPA2 formulas of Nickel and Krumhansl
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(1971) 7 and approximated P,(c) according to

P,lc) ~c(1—¢)(1 — 2c)"2 n>3 (3.85)

in order to carry through the calculation; the motivation
behind the approximation is not clear except that it is
appropriately symmetric in the two atom types [i.e., in ¢
and (1 —¢)]. In any event the approximation (3.85)
clearly removes any spurious poles from the self-energy
and, in fact, produced pair state bands in the split-band
regime, although no comparisons with exact calculations
were made. Considerable discussion of this result appears in
a later paper by Schwartz and Ehrenreich (1972b).

Since the calculations of Butler (1973), it now seems that
the cluster-diagonal CPA is clearly the most satisfactory
theory to date for producing the general features of the
density of states (with the exclusion of impurity band
tails, which must require contributions from clusters of
arbitrary size). Nevertheless, the theory is in a rather un-
satisfactory state, in spite of the progress, because the
cluster-diagonal CPA and the equivalent boundary-site
effective medium theory are inconsistent with the transla-
tional invariance of (G). That is, both of these theories give
improper behavior for the spatial dependence of (G (%, m) )
although (G(n,#n)) gives a good density of states. In a
sense, the perturbation theory has broken down because the
assumption of a translationally invariant (G) or X is in-
consistent with selecting only finite sized clusters. It would
seem that, to remove these difficulties, one must sum the
contribution from clusters of all sizes.

The outstanding test for any analytic theory of clusters is
that it reproduces the essentially exact computer results
[like those of Dean (1961) or Payton and Visscher (1967)].
Most of the recent work on the electronic problem has been
for simple models appropriate to the electronic problem, and
therefore has ignored these exact calculations of phonon
spectra. Authors would be well advised to simply evaluate
their approximations for a common set of parameters where
exact computer results exist (like those of the simple phonon
problem) to test the usefulness of their formulas. It was just
these sorts of test which put the CPA on a firmer footing,
and it will be similar tests versus exact results which will
make or break any generalization.

2. Extended defects (off-diagonal disorder)

The attempted generalizations, in the literature, of the
perturbation theory to extended defects or off-diagonal
disorder have been mostly unsuccessful. A rather common
misfortune has been the failure to agree with known formulae
in the dilute (low concentration) limit. Therefore we begin
with a discussion of that dilute limit.

In the extreme dilute limit all overlap effects between
defects can be neglected. If one can calculate the t-matrix t;
for scattering by a single defect at site / in an otherwise
perfect crystal, as outlined in Sec. IID above, then one can
write, for the self-energy

Zaitute = (Lo (3.86)

Since t; is no longer diagonal in site representation, (¢;(k))
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will vary with k. In order to discuss this k dependence, we
shall consider, for definiteness, the case of a single defect at
the origin in a simple cubic lattice, where the perturbation
V (1, ) in the vicinity of the defect is given, for example, by
Eq. (2.116).
V(0,0) =,

V(O’ 1) =7 and V(lx 1) =p

(3.87)

where the site 1 is a nearest neighbor to the defect at the
origin. Using the symmetry transformation discussed in
Appendix C, this matrix can be block-diagonalized into s-,

p-, and d-wave parts
—y (6) 1/2)
p

7 = ( )
—v(6)1/2

<t
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>
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>
P
N
=
\_/
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as in Eq. (2.118), so that, according to Appendix C, the
Fourier components (V (k) ) are

(V(k)) = X (VL)) explik-[R() — R()]} (3.89)

IR

(V(k)) = c[Vi(k) + V,(k) + Va(k)], (3.89b)
where

Ve(k) = € — 12vyi + 6p7:2,

V() = p(1 = 721),

Va(k) = (3/2)p(1 + vax — 274). (3.89¢)

The sum of all scatterings by the perturbation about a
single defect at site /, of course, gives

t, = Vz/(l — Vsz), (3.90)

where P; is the 7 X 7 matrix representing the host lattice
Green’s function about site /, which can also be block-
diagonalized into s-, p-, and d-wave parts by the same sym-

metry transformation. Therefore t; can be broken into the
orthogonal s-, p-, and d-wave parts ’

. V.
- iy = 4

Zsz—i.., tpzé—g*_’ =TT =5
T1-T.P, 1-V,p, 1— VP

(3.91)

as given by Egs. (2.117) and (2.118). The k components of
the average t-matrix are then calculated, with the result
that in the dilute limit

Zaitute (k) = c[{t:(K)) + {t(K)) + (ta(k))].
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For higher concentrations, overlap and multiple-occupancy
effects enter, and Eq. (3.92) is generally no longer accurate.

An example of a correct treatment of the dilute limit with
such off-diagonal disorder is the calculation of Izyumov
(1966) in the case of disordered Heisenberg ferromagnets.

In the case of electrons in metals, the perturbing atomic
potentials V (I, ) must often be chosen self-consistently to
satisfy the Friedel sum rule, as has been pointed out by Daw-
ber and Turner (1966) and emphasized more recently by
Stern (1971). To date, it seems that no CPA calculation
exists for electrons in metals which also gives the correct
dilute limit. As Dawber and Turner, and Stern have pointed
out, the diagonal-disorder model contains, necessarily, only
s-wave scattering by each defect, and hence has only a single
phase shift to satisfy the sum rule; thus it is satisfied (if at
all) only for very special values of the scattering parameters
and Fermi energy. However, although the off-diagonal
disorder is necessary for proper screening, it is clear'from
Egs. (3.88)-(3.92) that the mere existence of some off-
diagonal disorder (v # 0) is not sufficient for - and d-wave
scattering by a defect to occur. Rather it is clearly required
that the perturbing potential on the neighboring sites also be
nonzero. For example, p # 0 is sufficient. Thus the standard
model of off-diagonal disorder which has been in common
use in various generalizations of the CPA for the electronic
problem (Shiba, 1971; Foo et al., 1971; Blackman ef al.,
1971a, b; Brouers, 1972; Brouers and Van der Rest, 1972;
Brouers et al., 1973b; Schwartz et al., 1973), namely,

V(1) = Varor Vg

V({I, 1+ 8) = Vaa, Vs, or Vag, (3.93)
depending upon occupancy of sites / and / + § by A and B
atoms, clearly fails to produce more than simply s-wave
scattering and hence also does not allow enough flexibility
to include the effect of self-consistent screening. In an argu-
ment related to the one given here, Rudnick and Stern
(1973) have come to a similar conclusion. An adequate
model should at least allow p to be nonzero in Eq. (3.87)
(even though that leads to some mathematical complications
at high concentrations), so that the charge around a defect
site can be adjusted self-consistently. Rudnick and Stern
(1973) have recently, in fact, proposed that if p 5 0,
then it is adequate to allow v = 0 (no disorder in the inter-
atomic hopping) for the purposes of self-consistent screen-
ing. Within this model they show that such screening effects
are quantitatively important. Finally, the discussion here
has been only for a single cubic lattice, but the results are
clearly true for any crystal structure since p, d, and higher
angular momentum wave functions do not overlap the origin
(Bass and Leath, 1974). ‘

Since no further progress has been made, to date, on such

“self-consistently chosen atomic potentials, we turn now to

those off-diagonal approaches and models for ferromagnets
which have at least begun to handle overlap and multiple-
occupancy problems correctly at high concentration. The
calculations of this sort where progress has been made are
the two special cases of additive and separable perturbations,
and the binary alloy problem with random values for the
two site energies and the nearest-neighbor hopping elements.

In the first model, that of additive perturbations, one
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assumes that the perturbation V,(J,7") due to a defect
located at site # is additive with that due to all other defects,

3¢ =3C + > > V., 1) aﬁal", (3.94)

n LU

where the sum Y, is over all defect sites. This general
model was suggested by Takeno (1968), who essentially
showed that the CPA calculation for this model goes through
as in the case of only diagonal disorder except that the CPA
equations (3.22) are now matrix equations with matrices of
dimension equal to the number of sites, about site #,
which are perturbed by the presence of a defect at site n. A
special case has been considered by Schwartz et al. (1973),
who assume p = 0 and a special relation

VAR = (1/2)(VAA + VBBE) (3.95)

between hopping elements.

The only physical case known to the authors where the
off-diagonal perturbations are rigorously additive is that of
dilute magnets. The Heisenberg ferromagnet with nearest-
neighbor interactions has recently been studied by Elliott
and Pepper (1973) and in great detail by Harris et al.
(1974), using the CPA. In this special case e = 6p =
6y = —6 in the perturbation (2.116) corresponds
to the removal of a single magnetic site from the simple
cubic lattice. In this case, V is singular which indicates
that the system still has the zero energy excitation cor-
responding to the uniform rotation of all the spins. The
perturbation is strictly additive if one neglects the incorrect
exchange integral thus introduced between neighboring
magnetic vacancies. To remove this inaccuracy, as well as
the mode associated with excitations on the defect site itself,
Harris et al. (1974) have recently suggested the non-
Hermitian perturbation

—67 T T T T T 7‘)

1 -1 0 0 0 0 0

1 0 0 0 —-1 0 0

1 6 0 0 0 —1 0

1 0 0 0 0 0 —1
(3.96)

where the limit is taken in the calculation as 7 — o . This
hard core, on the defect site and in hopping from the defect
site, rigorously removes all spin excitations from the defect
site, makes the additivity of the perturbation rigorous, and
guarantees the absence of a gap in the spin-wave spectrum
by preserving the singular nature of the perturbation. The
non-Hermiticity does not lead to serious problems. Their
calculated results for ImG(k, w) at ¢ = 0.3 nonmagnetic
sites are shown in Fig. 29 and compared with the results
obtained from a Padé approximant approach by Nickel
(1974). Edwards and Jones (1971) proposed a model
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potential like Eq. (3.96) with » = 0 and constructed a low ¢
expansion. Their model when put into a CPA calculation
(Harris et al., 1974) gives results quite similar to those in
Fig. 29, but with a very weak spurious resonance in the
middle of the energy band.

Tahir-Kheli (1972) has proposed another model of a
dilute magnet in which bonds are removed between pairs of
sites at random. The perturbing potential again is additive
and is given by Eq. (2.114) with A = —2J.5. His method is
equivalent to the CPA and gives, for the spin-wave Green’s
functions (2.53) a simple form, ~

Gk, E) = {E— [2JS — Z'(E)]

X Zﬁ: [1 — exp(ik-8)7]}, (3.97)

where the self-energy 2’ depends only on E. At low concen-
trations, =’ has a spurious resonance at low E related to that
given by Eq. (2.114) (Elliott and Pepper, 1973). In addi-
tion, he finds that in the limit E— 0, =’ — 2JScz/(z — 2),
where z is the number of nearest neighbors 8, and ¢ the
concentration of missing bonds. Thus the spin-wave
stiffness D in the limit of low k[ E(k) = DZ?] varies linearly
with ¢ at all concentrations. If the concentration of bonds is
interpreted as the concentration of magnetic sites, the spin-
wave curve is in good agreement with the computer calcula-
tions of Kirkpatrick (1973), although this does not seem
to be a valid theoretical procedure. Clearly this bond model
gives the wrong dilute limit, since it neglects the correla-
tions between the bonds removed around a missing magnetic
site. Nevertheless, the approximation appears to be quanti-
tatively fair at higher concentrations where all CPA treat-
ments have difficulties.

The most successful approach using additive perturba-
tions in the electronic problem is by Soven (1970). He con-
siders a system of muffin-tin potentials which are zero
everywhere except within a radius R of each site, where they
take on the values Va(r) and Vg(r), depending upon the

o8

C=0.3 (non-magnetic sites)

CPA with
T—®

k=(%,%.%)

nj=

|-

o6

Im <G (k,w))
o
ey

0.2

1
[¢] 0.25

1 T
0.50 0.75

w/wg

FIG. 29. The spectral density Im (Gr(w) ) versus w/war of spin waves
in a dilute, simple cubic Heisenberg ferromagnet for 309, missing
magnetic sites and & = x/a(1/2, 1/2, 1/2) as calculated by Padé ap-
proximants on a moment expansion (solid line, from Nickel, 1973) and
within the CPA (dashed line) with + — « in Eq. (3.96) [after Harris
et al. (1974) 7.
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occupation of the particular site by an A or B atom. Clearly
the perturbations are additive.

Soven first notes that the Green’s function for this system
G(r, ') can be decomposed into partial waves

G(r,t') = 2 Vu(r)GL Y (r'), for|r|=|1'|=R,

(3.98a)

where YV.(r) are the real spherical harmonics of angular
momentum L, and from the work of Anderson and McMillan
(1967) notes that the local density of states on an A-atom
site is given by

7(pa(E)) = —R*Im T (Gra)adya/dE, (3.98b)

where (Grr)a is the angular momentum decomposition
Eq. (3.98a) of G(r,r’) between A-atom sites, and where
vr.a(E) is the logarithmic derivative at energy E and radius
R of the regular solutions, of angular momentum L, of the
Schrodinger equation involving the muffin-tin potential
Va(r). His expansion was not in terms of the physical
Va(r), however, but in terms of a very special shell potential

Va'(1, 1) = 2 Vi (r)[6(| r | — R)/R*JW 1 4 (E)

X [8(] | — R)/R]VL(r), (3.98¢)

where W1 4 (E) was chosen to give Va'(r, ) the same phase
shifts as Va(r). Then he was able to show that the physical
density of states (p(E) ) was given by

m{p(E)) = Im{Tr(G’)
-N ; L1 — ¢){(Gr/)a(dW a/dE)

+ ¢{Gr)n (AW B/dE) ]}, (3.99)
where G’ is the Green’s function for the systems with the
shell muffin-tin potentials Va” and Vg’ at the sites where the
real system had potentials V4 and Vg, respectively. The
rest of his calculation was the application of the CPA
method to this simpler model with the shell muffin-tin
potentials. Essentially the CPA equations reduce after
transformation to the angular momentum representations
to matrix equations coupling the various channels L, L’ of
scattering by a single site.

Numerical calculations were performed only for a very
simple model consisting of s-wave scattering only. The
results with this s-wave model (Fig. 30) first demonstrated
qualitatively how the nature of the bands might depend
upon the bandwidths of the two species. Since the potential
and the self-energy (or coherent potential) are cell-localized
in this model, it is clear that exact dilute, weak scattering,
and strong scattering limits are obtained (Leath, 1973).
Soven (1970), in fact, demonstrated the correctness in the

FIG. 30. The CPA densities of states for three alloy systems with
muffin-tin potentials and only s-wave scattering included. The pure
A material has a half-bandwidth of 1, while the pure B has half-band-
widths of 2, 1, and 0.5 for cases I, II, and III, respectively, for con-
centrations ¢g = (a) 0.05, (b) 0.40, (c) 0.80 [after Soven (1970)7.
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FIG. 31. Typical CPA densities of states p(w) versus w for random

hopping integrals of the separable form [Eq. (3.100) J; the bandwidth
of the pure B material is 4 times that of pure A material [after Shiba
(1971) 1.

dilute and weak scattering limits. It now remains to be seen
whether these results can be improved by allowing V) (7)
to vary self-consistently with the occupation of the neigh-
boring sites in order to include screening effects.

The second, successful, special model is the model of the
separable perturbation introduced by Shiba (1971) into the
electronic problem. Although his model also does not
generally allow for self-consistent screening, the concept of a
separable perturbation is sufficiently useful to deserve
review. His model, which has since been incorrectly adopted
by other authors (Brouers, 1972; Brouers and Van der Rest,
1972; and Brouers et al., 1973b), is that the diagonal site
energies take on the two values ex or eg and that the off-
diagonal interatomic hopping elements VA4 VAB and VBB
between nearest-neighbor atoms are given by the separable
form

V(7)) = a(@Wa(j), (3.100)
where (i) takes on the values aa and ap depending upon
the occupation of site ¢ by an A or B atom, respectively.
With this separable perturbation one can see that the
locator expansion (3.50) becomes especially simple,

_ a(l) a(m)
GQ,m) = < <1)>5“" + < 0V T am
a(l) a(n) a(m)
+E<e—— e(l) e—e(n)  e— e(m)
(3.101)

The rest of the calculation then proceeds precisely as that for
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the ordinary CPA locator technique (Sec. IITA4) except
that the unperturbed locator g(n) = [e — e(n) ] is
replaced throughout by the weighted locator

a(n)/[e— e(n) ]

Clearly this result reduces to that of the ordinary CPA for
the case of diagonal disorder, since in that case a(n) is
independent of #. Typical density of states curves obtained
by Shiba (1971), the case of bandwidths of the pure A and B
materials differing by a factor of four, are shown in Fig. 31
for the entire concentration range of the two species.

g (n) = (3.102)

This simple theory, based on the locator expansion, clearly
reduces to the ordinary CPA in the case of only diagonal dis-
order, and gives qualitatively useful answers at all con-
centrations. The correct dilute limit is surprisingly obtained
even when there is off-diagonal disorder, in contrast to the
claim of Schwartz et al. (1973).

This correctness of the dilute limit of the theory is dis-
cussed by Bass and Leath (1974). The adaptations of the
theory by Brouers (1972), Brouers and Van der Rest
(1972), and Brouers et al. (1973Db) fail to give Z (k) properly
in the dilute limit because they assume incorrectly that 2 is
of the general form

Z=ZE) X | nXn|+ Z:(E) 2 [n)m], (3.103)

which in the dilute limit neglects the y(k)? term in (z,(k))
in Eq. (3.92) (see Appendix C).

For the case of a binary alloy, Blackman et al. (1973)
have shown that the locator CPA method can be carried out
for the Hamiltonian (3.92) discussed above, in general
without the separability or additivity, by going to a 2 X 2

matrix notation,
VAA pAB
V= .
VBA BB

Clearly, for an # component alloy, the theory becomes an
n X nmatrix theory. They produce a great many interesting
density-of-states curves which qualitatively are very much
like those of Fig. 31. For the case of a separable Hamil-
tonian this result reduces to that of Shiba (1971), as is
discussed by Blackman (1973). Again it is important to
note that this theory is correct in general in the dilute limit
(in contrast to the statement of Schwartz ef al., 1973), as
has also been discussed by Bass and Leath (1974).

(3.104)

A very interesting and unique approach to the problems of
off-diagonal disorder has been found in the spin-wave
problem in disordered Heisenberg antiferromagnets by
Buyers et al. (1972, 1973), although it is difficult to analyze
the size of their omitted terms. For a given concentration of
A and B magnetic atoms they calculated the fractions of A
and B atoms surrounded by each possible configuration of
nearest neighbors, and hence found the fraction with each
possible value (out of # possible values) of the exchange field
on a site. They did a CPA calculation on the diagonal part
of the disorder by assuming an xz-component system and
finally scaled the off-diagonal part so that no gap was pro-
duced in the spin-wave spectrum. The numerical results
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gave quite good agreement with dispersion waves obtained
from neutron scattering experiments. Clearly, this technique
also will not give the proper dilute limit since the correla-
tions about a single site are not properly included. This
calculation is discussed further in Sec. IVC below.

Another example from the literature is that of Foo et al.
(1971), who have included the off-diagonal disorder not in
the single-site scattering, but only between the two-sites-in-
a-pair scattering calculation. Clearly this calculation also
does not have the correct dilute limit because the self-
energy is of the form (3.103), which does not properly
handle the coherent scattering by the changed hopping
around a defect site.

There remains much work to be done in the field of off-
diagonal disorder if a qualitative understanding of experi-
ments in disordered systems is to be achieved. An ap-
propriate theory must be correct in the dilute, weak scat-
tering, and strong scattering limits and include the partial-
wave scatterings in such a way that screening processes can
be included self-consistently.

3. Systems with short-range order

The discussion so far has been concerned exclusively with
systems which have long-range structural order, but where
the impurities are distributed at random over the lattice
sites. - There are many important situations where the
scattering centers are not distributed at random, but in a
way which shows short-range order. It is natural to consider
whether the methods which have proved successful for the
completely random case can be generalized to deal with this
situation. The problem is in fact much more complicated,
and only limited progress has so far been possible.

Short-range order systems can be divided into two types.
The first is a straightforward extension of the case already
treated—impurities placed substitutionally on a definite
lattice but with correlated position. CuAu alloys are a
well-known example of a metal showing appreciable short-
range order. We shall treat this situation first because it is a
straightforward generalization of the random case already
treated.

More generally, there are amorphous solids, glasses, and
liquids where there is no long-range order at all, but short-
range order is present, and indeed can frequently be deter-
mined experimentally. There is no obvious unperturbed
basis system from which to start a theory of these materials,
so that it is not immediately obvious how they can be
related to the earlier description. One exception to this is
the case of electrons in liquid metals, where the free electron
approximation can be used as a starting point [see for
example Ziman (1966)7]. As a result there has been some
advance in the theory of liquid metals as discussed below.
However, in either case the essential feature of short-range
order leads to conceptually similar modifications of the
methods discussed in Sec. ITTA. The relationship between
the alloy and the liquid case has been discussed in detail by
Schwartz and Ehrenreich (1971) and Schwartz (1973).
We shall only summarize some aspects of this work in the
present review.

The best approximation for the random case, the CPA
described in Sec. IITA, was obtained in a variety of ways
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based on (successively more sophisticated) truncation pro-
cedures of a hierarchy of equations obtained in a multiple
scattering theory as developed by Lax (1951, 1952),
Edwards (1962), Beeby and Edwards (1962), Beeby
(1964a, b). In the present context various authors have
tried to generalize by including short-range order at various
stages in the process. As a result there are a variety of equa-
tions available, but it is by no means clear in some cases
which approximation is the more valid.

a. Alloys with short-range order

As stressed in the treatment of the random case in Sec.
ITTIA1 and the extensions in ITIC1, a full treatment of the
alloy would include a discussion of the scattering of all
defect clusters. The probability of finding a cluster of #
atoms at sites 1, 2, ---, »# in the random case is propor-
tional to ¢”. If there is short-range order, it will be given by

c"an(l, 27 "'n)y (3.105)
where (a, — 1) is the correction to purely random site
occupancy. The various decoupling schemes and the
cumulant expansion discussed in Appendix A provide a way
in which the interference part of the cluster scattering is
separated from that due to # single sites and smaller clusters.

Even the simplest {-matrix decoupling scheme includes
some correlation, in that « = 0 when 1 = 2 or 2 = 3 etc.
as given in Eq. (3.10). For pairs of sites in an alloy it is
convenient to define a ‘hole” distribution function
Bs(n, m) = as(n,m) — 1. For purely random, but single,
occupancy of sites By = —&.,m. This “hole’” distribution
function is similar to that occuring in the description of
liquids (Egelstaff, 1967), i.e., g(R,R’) = g(R,R') —
p(R’), where g(R,R’) is the pair distribution function
which vanishes when R = R’. Here 3 = g, and a = g.

In the single-site CPA method it was shown that in
multiple scattering at a defect one must correct the total
propagator P (or G) by some modified propagator which
involves the rest of the medium. The simplest way to
approximate this is to make the replacement

P—P = (1+ B)P (3.1006)
which for the totally random case is simply Eq. (3.10).
Using this more generally for short-range order, with the

random phase approximation (3.12) leads to the generaliza-
tion of Eq. (3.15),

(k) = ()/[1— )BP(K))av], (3.107)

where

(8P (k) )av = 2= B(n, m) P(n, m) exp{ik-[R(n) —R(m)]}

=2 Bk —k)Pk). (3.108)

Since P appears in this approximation, the result is not self-
consistent. This form for = was first derived by Gyorffy
(1970), although the first-order terms at low ¢ had been
considered by Hartmann (1968). Gyorffy went on to im-
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prove this approximation by including self-consistency,
and his method has been subsequently elucidated in a
paper of Korringa and Mills (1972). They suggested re-
placing P in 2 and ¢ by the full propagator G. However, as
Schwartz (1973) has stressed, this does not reduce to the
CPA in the random limit and leads, like Eq. (3.20), to
some unsatisfactory features.

Schwartz and Ehrenreich (1971) proposed another
generalization which does reduce to the CPA. This replaces
(t)P by ZG and writes ¢ as a function of T as used in Egs.
(3.44) and (3.23). The resulting expression is

Z(k)[1 — (BG(k))av] = ct(T) = cV + VqZ 2(q)G(q).

(3.109)

Other generalizations of Eq. (3.109) have been given by
Takeno (1971) and Towers (1971). They suggest that an
appropriate expression may be obtained by substituting the
usual CPA value of Z; for the single-site scattering and
writing

2(k) = Zo/[1 — Z8'G (k) ], (3.110)

where B:!(7, m) = 6,m + B2(n, m). Towers has also sug-
gested a slightly different formula, but which also reduces to
CPA is Bt — 0. He has made some calculations in the linear
chain with this approximation.

None of these generalizations is ‘correct,” and it 'is
difficult to find a criterion for their relative applicability.
Schwartz (1973) has shown that the moments given by Eq.
(3.109) are correct to higher order than those given by the
Gyorffy formula.

An alternative approach is via the cluster approximations
discussed in Sec. ITIIC1. If a correct procedure is found for
dealing with clusters, it should be straightforward to intro-
duce short-range order by including the appropriate a,
for each cluster. Unfortunately, as we have seen, no com-
pletely satisfactory self-consistent cluster theory yet exists.
Several authors have suggested generalizing the approxi-
mate cluster theories discussed above. Cyrot-Lackmann
and Cyrot (1972) suggest that the pair CPA result (3.73)
could be modified to read

Veo— 2

<“2 [T—TV;TEJG:D =0

Elliott and Leath (unpublished) have made a similar con-
jecture using Nickel and Krumhansl’s form of the pair
2@ given by Eq. (3.83). This can be manipulated into the
form : '

(3.111)

Z(R)/[1— Z,(R)G:]
=+ (T)T(R)[1 4+ B(R)J/[1 - «(T)TR)]
(3.112)

and T' = G5/ (1 + Z,G.). Towers (1973) has also used this
formula to make some calculations in the one-dimensional
case. However, only the single-site terms are treated self-
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consistently. The pair effects are then given as

Z(R) = T+ ZGR)[1 + BR)J/[1 — ZGR)].
(3.113)

This does appear to give results which are physically reason-
able.

When the defects take up positions with some incomplete
long-range order, the CPA may also be used to predict the
excitation spectrum. This problem has been considered by
Foo and Amar (1970), Towers (1973), and Plischke and
Mattis (1971).

b Liquid metals

The theory of liquid metals can be developed in a manner
parallel to the alloy theory just discussed [see Schwartz
and Ehrenreich (1971); Schwartz (1973)7], as has already
been indicated.

The input ingredients in the theory are the distribution of
the scatterers (ion cores), the effective potential for scat-
tering of the electrons, and the choice of unperturbed Hamil-
tonian and basis. The usual density operator for the scat-
ters is p(R) = 2 in; = 2 ;8(R —R,). As to potential,
Ziman has shown that the “muffin-tin”’ potential facilitates
calculation of a number of properties; for the 7th scatterer
v(r — R;) then is taken to be spherically symmetric and
to vanish for |r — R;| > R» where R, is a screening
length. It is also not unreasonable to require that the scat-
terers (potentials) do not overlap. The unperturbed Hamil-
tonian is usually taken to be that for free electrons 3¢, =
P?/2m, although this choice may lead to formal difficulties in
calculating energy moments of the density of states unless
some upper cutoff factor is introduced. In principle, this
problem can then be followed through, considering 3¢ =
3o+ V with V =3 ,9(r —R;), in a manner similar
to that for the alloy problem [Eq. (3.113)7, except that
now the R; are randomly distributed continuous variables.
In developing the multiple scattering description it has
been noted that there is a natural order of approxima-
tion involving single sites, pairs of sites, and » clusters
generally; but beyond the various single-site approximations
it has not yet been possible to obtain a clearly best ap-
proximation—the same is true in the case of liquids.

There is one important difference from the alloy which
will become apparent in the results to be quoted, namely,
the lattice in the random alloy is replaced in the liquid by
pair and higher density distribution functions, which do
include a specification of short-range order. [The recent
note by Korringa and Mills (1972) is informative in com-
paring with the alloy methodology.]

When the terms of various order in the multiple scattering
series are configurationally averaged, the weighting de-
pends on the distributions of scatterers. Thus the average of
the site distribution function (#;) = [ #(R) dR is just the
analog of the impurity concentration ¢ in the alloy case. The
distribution of pairs of atoms is

(%,%j) = 62(12(Ri - R,) —+ Cé(Ri - Rj), (3 114)

where a, is the analogue of a defined in Eq. (3.105). At
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large (R; — R;), as— 1 as in the random case. The
residual pair scattering is proportional to

62(Ri - RJ) = Olz(Ri - R]) - 1 (3115)
ay is the usual pair distribution function, which may be
determined by x-ray or neutron scattering; indeed for a
uniform liquid 8 = (g/po), where g is the “hole” pair func-
tion. Higher-order correlations, a3 etc., in liquids cannot be
determined ‘directly from experiment. It is usual to resort
to some approximation such as the Kirkwood superposition
approximation (Egelstaff, 1967) to express s etc. in terms
Of [s 28

Schwartz and Ehrenreich (1971) discuss the various
single-site approximations in terms of a coordinate de-
pendent self-energy o, = o(r — r’ — R;) so that

Z(r—1r)=c¢c[ao(r—1' — R, dR.. (3.116)
The ATA equation (3.16) can be written [with propagator
P(R; — R;)]

o= t; + CIIIP(Rl - Rﬁﬁg(Rt —_ Rj)‘oj flR]' (3117)

where ¢; is the f-matrix for the potential v(r) centered at R,

t(r,r’) = v(r)é(r — r’) + o(r)

X [P(x—r")t(x", 1) dr”. (3.118)
When Fourier transformed, they approximate ¢; by ¢,
for B« 1, to obtain

2(k) = [t(k,k) + ¢ [ (k&) (E — k") 2m)

X t(k’,k)B.(k’, k) dk’7]. (3.119)
This is essentially Gyorffy’s result, which can be made self-
consistent by inserting Z(k) into the propagator.

Ehrenreich and Schwartz’s result includes further terms in
the interaction. For »(r) = 28(r) so that the Fourier trans-
forms of ¢ are independent of k and k’ they give

2(k) = cv+ v [ 2(q)G(q) dq

+ 2(k) [ 8:(k — @) =(q)G(q) dq (3.120)
which is similar to Eq. (3.109). Roth (1973) has compared
various methods from alloys in the context of liquid metals
and amorphous systems. Part of this work is simply another
demonstration that ATA, CPA, and the like can be carried
out in either locator or Bloch basis, as discussed in Sec.
IITA4, and various authors referred to there. However, the
work also includes consideration of a nonorthogonal basis
set, and particularly for the liquid discusses the details in
averaging the particle distribution function in the evalua-
tion of various moments of the spectrum. Calculations of
densities of states were made to compare ATA and CPA (in
our terminology) approximations, for both a purely random
liquid and for a Percus—Yevick model of a hard sphere
liquid. It is concluded that the non-self-consistent ap-
proximations are inadequate, and that including non-
orthogonality has an important effect on results.
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Realistic calculations are difficult, not only because of the
short-range order, but because it is necessary to obtain an
adequate treatment of the f-matrix to represent atomic
scattering of free electrons. Ziman (1966) looks at the
complex values of k which gives poles in the #-matrix at a
given E using muffin-tin potentials. The real and imaginary
part of this kz then gives the width and shift of the excita-
tion for weak scattering. Anderson and MacMillan (1967)
give a self-consistent version of the theory using the CPA
idea of finding an effective potential which gives the
correct average scattering. They applied the method to
liquid Fe. Schwartz and Ehrenreich (1971) use their im-
proved self-consistent theory to calculate the electronic
states of liquid Cu.

4. Amorphous systems

In an amorphous material, as in a static model of a
liquid, the structural disorder is fundamental—no basis
lattice exists. It is not obvious how to apply the methods
discussed so far, but some progress has been made.

One might say that in the binary alloy we have discussed
there is one limiting case of disorder—definite structure,
but random physical parameters in the governing Hamil-
tonian (due to composition randomness). The other limiting
case seems to be closely approximated by amorphous Si
and Ge, whose structure is such that short-range coordina-
tion is tetrahedral, with nearly constant nearest-neighbor
bond length and interaction energy, but the extended atomic
network is random (Polk, 1971).

Thorpe et al. (1971, 1973) have examined the properties
deriving from the totally topological disorder of a simple
valence band model Hamiltonian for Si and Ge, in which
only nearest-neighbor interactions occur without variation
in magnitude, in a tight binding representation. The objec-
tive was to try to isolate the effect of topological disorder
alone. The energy spectrum and wave functions for limiting
states may be obtained. The methods used do not make
explicit contact with the main techniques which we are dis-
cussing, so we only summarize the results. The formulation
is similar to the “locator” representation of Section I1T1A4;
a one-electron Green’s function is written at each site in
tight binding representation. The overlap with nearest
neighbors leads to a perturbation series, which when repre-
sented diagrammatically shows explicitly how wvarious
paths in the topologically disordered network determine the
renormalization, and the single-site self-energy. In the actual
case the calculation is complicated by the need to use a two-
band Hamiltonian; but thanks to a theorem which Weaire
(1971) proved, it was possible to reduce the problem to a
single orbital at each site, from which the actual energy
spectrum could be generated.

The two main features of the analysis were the use of
theorems on the eigenstates of infinite materials to bound
the spectrum, and diagrammatic methods to relate the
renormalization to the amorphous structure. Calculations
were done for various ‘“lattices”: Diamond, Bethe lattice,
Husimi Cacti. These studies demonstrated that various
properties of the density of states are independent of
details of structure, provided that each atom is tetrahedrally
coordinated with the same overlaps; the density of states,
existence of gaps, and the bounds on the energy spectrum
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are alike for crystalline and structurally disordered systems.
In particular, gaps remain in the energy spectrum, and tail
states are not found in this model. Other proofs have been
given (Schwartz and Ehrenreich, 1972a, b). Of course,
tail states will appear and gaps will be partially filled if there
is disorder in the overlaps due to bond bending, which was
not included in these models.

Kramer (1970) had developed a theory for nearly free
electrons in an amorphous semiconductor based on a
pseudopotential approach. He used a Gaussian distribution
function about the usual lattice sites to give a particle cor-
relation function with quasi-crystalline order (Kramer,
1971). The self-energy is taken only to first order in V,
which is essentially nondiagonal, but a many-band formalism
is adopted and a matrix G, (k) is evaluated, for bands »
and »' connected by the pseudopotential. The method has
been used to calculate densities of states in amorphous
111-V semiconductors (Kramer ef al., 1971).

In contrast to this detailed study of the spectrum, other
studies of the dynamics of amorphous disordered systems
have addressed the configuration-averaged response func-
tion. Hubbard and Beeby (1969) and Takeno and Goda
(1971) have essentially adopted liquid theories to obtain (up
to pair distributions, but not higher-order) approximate
expressions for electron energy spectra

Ek) = E;+ [ W(R)a(R) exp(ik-R) dR (3.121)

or phonons

1

Moong (k) = 15 f dR a(R)
X [1 — exp(ik-R) ] (k- ¥)2V (R)
1

M")trans (k) = Ede C(Q(R)

X [1 — exp(ik-R)J(k x V)2V (R),
(3.122)

where oz (R, 0) is the pair distribution function and W or V
are interaction energies. Clearly these are low-order ap-
proximations, being neither self-consistent nor allowing for
higher-order structural randomness as appears in models for
amorphous germanium, e.g., five- versus six-membered
rings. However, Takeno and Goda apply the method to
liquid argon, and Takeno (1971) suggests that this ap-
proach can be generalized to give a CPA-like description.

The work on amorphous materials which is most closely
related to the random alloy methods is that of Taylor and
Wu (1970), Dy and Wu (1971), and Wang, Dy, and Wu
(1973). They first develop a transformation of basis from
the structurally disordered lattice so that most of the
methods for cellular disorder can be carried over, as fol-
lows. Starting with a standard Hamiltonian in site represen-
tation they observe that the usual transformation to k
representation, whose k, 1 element is

Sk(l) = N2 exp(—1ik-1), (3.123)
will not have the simple inverse
Ax(1) = N2 exp(ik-1) (3.124)
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nor a well-defined Brillouin zone, if the sites 1 do not lie on a
periodic lattice. Therefore, Wu and Taylor define an addi-
tional quantity R such that

1+ RST= A (3.125)
from which R is found to be
Ruw = {N71Y expli/(k — k') 1]} — 8y (3.126)
1

It is simply related to the structure factor of the solid. They
then write the equation for the Green’s function in the form

G =G+ G(V+ W)G, (3.127)
where Gy = z7!1 (or E71), and & = SIGS.
Here
Viw = akk,N—lg fdLg(L)
X exp(ik-L) V(1,1 — L), (3.128)

with g(L) the pair correlation function and V(1,1’) the
potential energy, and

Wi = (1/1\7);{(1 + R)kk,,—lzI:

X expli(k” — K') -1]U (1)} (3.129)
with
U () = — Viwde + ZL)V(I,I —L)
X exp(ik’-L). (3.130)

It will be recognized that Vi, which is diagonal ink, is just
the average spectrum determined from the short-range
order (of pairs), so that V may be included in a new
starting Green’s function Gsg, whence the new Dyson
equation

G = Gsg + GrWG (3.131)
involves only the “structural disorder correction” W. Dy
and Wu (1971) then apply the CPA method to this equation
in a straightforward manner.

It is not altogether clear how to regard the method. Of
course, mathematically speaking, it is necessary to have a
proper inverse S7! in order to make unitary transformations
consistently. On the other hand, one can only argue for a k
basis to index the eigenstates in the long wave limit for a
homogeneously random amorphous solid; at short wave-
lengths, or if details of connectivity or localization in rings
or bonds play an essential role, it is hard to see why one
should attempt to use such a basis. Beyond that, however, it
can be said that for optical or neutron scattering experi-
ments ak basis is just what is probed by the measurements,
so one would want to calculate it anyhow.

In practice, as demonstrated in computations by these
authors on various examples of amorphous systems, the
factor (1 + R)xiw ™ seems to provide an automatic cutoff
in k space. For a one-dimensional example, Wang, Dy,
and Wu (1973) found good agreement of their results with
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exact calculations based on the node counting method. The
practicality in three dimensions remains to be demon-
strated. See Fig. 32.

In closing this section, we comment that as in the case of
alloys all of the above methods are well suited to finding the
spectral and correlation function in regions where the
" perturbation theory does not break down. The details near
band edges (tail states), bound states of clusters, and ques-
tions of localization remain beyond the scope of these
methods. But for a variety of optical, thermal, and electrical
properties, good descriptions are possible using configura-
tion-averaged Green’s functions.

5. The Hubbard model

In a classic series of papers, Hubbard (1963, 1964)
made one of the earliest applications of many-electron
theory to the metal-nonmetal transition. Our purpose in
commenting on the Hubbard model is to call attention to the
fact, noted by Velicky et al. (1968), that Hubbard developed
the CPA method in the course of that work, which has often
gone unnoticed by many workers on the random alloy
problem.

Using a model Hamiltonian which included a spin-
dependent correlation energy, he developed a Green’s
description which was good in the opposite limits of strongly
and of weakly interacting electrons. In site representation
the Hubbard Hamiltonian is

= Ey 2 1150+ 2 Wijci™¢io + I 20 14 omi—g. (3.132)
7,0 %5 7,0

Here o is the spin index; 4, j are lattice sites; E, is a site
binding energy for one electron; W; is the inter-site hopping
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FIG. 32. Integrated density of states versus I calculated by the
Dy-Wu method (solid line) and the node counting method (dots) for
30 s-function potentials with 4 = 10 and (a) e = 0.05and (b) e = 0.1.
The arrows indicate the band edges for the perfectly ordered system
[after Wang, Dy, and Wu (1973) ].
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energy; and the many-body correlation energy is measured
by I, taken to be local in the sense of depending only on
interactions of two electrons on the same site. This inter-
action is spin dependent, and the probabilities that site does
or does not have a ‘“—o¢” spin present are #,_, and
(1 — n4,—,), respectively.

The analogy with the random alloy is then as follows: The
Hamiltonian describes propagation of an electron with spin &
as though it were moving in an alloy consisting of two
species, in concentrations #_,: 1 — %_, for which the binding
energies are Fy -+ I and E,, respectively. The analogy would
be exact if indeed the »; _, were fixed during the motion of
the #;,. This is not literally so, but the motion found by
neglecting resonant energy transfer between opposite spins
gives the leading behavior, and was treated by self-consistent
single-site multiple scattering, that is by CPA, though not
called that in Hubbard’s work.

Perhaps a few more details may be of interest. The
earliest Hubbard work led to the expression for the spin
Green’s function

Gl B) = 2w Fye(E) — [lE(k) —E]’ (3.133)
where
Fo”:E> - 2—2‘0 ST TT (3.134)
and
Wij= N7 ; (E(k) — E,) exp[ik-(R; — R;)].
(3.135)

It is easy to see that [F,°(E) ]! is just the lowest virtual
crystal approximation to the locator representation, Sec.
IIIA4, with the interactor being W, ; and the whole expres-
sion then transformed to % space. In his third paper Hubbard
noted several inadequacies of this approximation, among
them that the poles of G”(k, E) occurred at purely real E,
so that the quasiparticle states were not damped. He there-
fore, considered scattering by the spin fluctuations specifi-
cally (in Sec. 4 of Hubbard III). Using the Zubarev nota-
tion

G (E) = (e cia®)), (= —1) (3.136)
and projection operators #;,t = #4, #:, = (1 — n;,),
the equation of motion for one type of Green’s function is

E<<ni—uaciv; cj0+>>E
1
= n_* {V 855+ 22 Wa({ckos 61\1*))}
2w *
+ e ({i—o%Cio; CisT))E
+ Z Wik<<ni,~aa - n’—ua) Ckos Cj47+>>
&

-+ “resonance broadening terms”. (3.137)

The scattering by spin fluctuations from the average n_,*
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appears in the term containing (#;_,* — #_,*), being the
ith site fluctuation from the average #_,. This is just the
binary alloy problem. We need not repeat the details; it
suffices to say that Hubbard proceeded to solve this scat-
tering problem by the CPA method; the detailed correspond-
ence to more recent work is given by Velicky et al. (1968).
The equivalence is rather apparent, in the same spirit that
single-site CPA may be obtained from the bare propagator
by insertion of a self-energy, plus an auxiliary condition
(on the f-matrix) which determines this self-energy. Thus,
Hubbard’s CPA result is that

1

GO E) = T B = (B®) = B

(3.138)

as before, but now F°(E) is
1
Fe(E)

3 E— (nite-+ n_,e) — Q' (E)
T [E— e — n_Q(E)J[E — ¢ — ns QW (E)]
— n_tn_s[Q (E) ]

(3.139)

where

Q' (E) = F°(E) — 272G, (E) T\ (3.140)
Here ¢, = Ey+ I, e.= 1, and G;(E) is obtained by
Fourier transforming G’(k, £). With the simple changes to
our notation FyZ(E) = E — Z(E), and G;7(E) = G(0),
and other obvious equivalents, these equations become com-
pletely equivalent to our Eqs. (3.24) and (3.27). From the
physics viewpoint it should also be noted that Hubbard
found both amalgamated and split-band regimes, as has been
developed in detail by Velicky et al. (1968).

Recently Cyrot (1972), also noting that the Hubbard
scattering correction is equivalent to CPA, went on to study
the resonant broadening correction by adapting functional
integral methods which are well adapted to handle fluctua-
tions from the CPA averages. Other related recent works are
those of Fukuyama and Ehrenreich (1973) and Gobsch
and Weller (1973).

9. CPA as an intermediate step in miscellaneous
calculations: metal-nonmetal transitions,
amorphous magnetism

In closing this section, we give two examples of how the
CPA frequently is useful as an intermediate step in other
calculations—particularly for interpolating over ranges of
composition or degrees of disorder. Both the metal-non-
metal transition and amorphous ferromagnetism have a
large and evolving literature, from which we have selected
two examples to show how the averaging methods for ran-
dom alloys may be employed.

The earliest substantial formal studies of the metal—
nonmetal transition using modern methods began with
Hubbard in the work just discussed. As in the case of
alloys he found two regimes of behavior, depending on
whether the overlap term W,; is large or small compared
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to the difference in electron binding energy (spin-dependent)
from site to site. In the former case one has broad over-
lapping bands, in the latter split bands which can lead to
insulators with the appropriate number of electrons present.
In 1969, Falicov and Kimball proposed that the metal-
nonmetal transition could be described by a self-consistent
method, if electron correlations are included in a mean field
manner. Subsequently, Plischke (1972) and Goncalves
DaSilva and Falicov (1972) extended the method using the
CPA, as follows: '

Assume two sets of levels, (a) localized nonconducting,
(b) a conduction band separated by a gap A from (a) and
having width W. The Hamiltonian is of the form

5(3 = E [Ec(k) + A + %W:Icka+ckv + Ev Z bia'+bia
k,o 7,0

— G Z bia+civ’+civ’biﬁ:

%,0,07

(3.141)

where the operators ¢k, refer to band states, and b;, to holes
in the localized states, and G is the electron—hole interaction
strength.

In mean field approximation, replace the operator
Z,bistbi; by nr, where nr is the fraction of ionized non-
conducting states at temperature 7. Then the spectrum of
the band states is simply given by the poles of [E.(k) +
A+ W — Gnr]7, i.e., dependent on nr.

The question of metal vs nonmetal then follows from the
thermodynamically consistently calculated »nr

nr = 2 /_w deo po(w) (@) (3.142)

while at the same time

nr 1 i —1
n(w) = (m)— expﬁ(w + A + §W GnT) + 1)
(3.143)

leading to an implicit equation for #r; if nr = 0, insulator,
and vice versa.

The nature of the solutions depends on (A/W) and on
temperature. Both smooth and first-order transitions from
insulating to metallic states have been found by this method.

Now it is apparent that the mean field approximation
made above is the simplest virtual crystal approximation to
the spectrum. Noting that fact, it is immediately suggested
that an improvement would result by regarding b.*b:.
as a ¢ number with values 1 or 0, varying randomly from site
to site with probability #r and 1 — ny, respectively.

This becomes the site-diagonal random alloy problem, to
which CPA is applied directly. The states now have energies
E, (k) + A+ W + Z(nrE), where the self-energy = is
determined by the CPA condition. Finally, there must be
thermodynamic consistency,

nr = [ dwplw, (w, nr) Jn(w), (3.144)

where p(w) = —7 1 Im[TrGi(w, nr)].
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FIG. 33. Metal-nonmetal transitions in the

- model of Goncalves da Silva and Falicov (1972);
the parameters in the “G-W. plane” refer to the
electron-hole interaction strength G, and band-
width W, both in units of the gap A.
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Goncalves da Silva and Falicov (1972) have solved the
equation for a rectangular density of states model. They find
a phase diagram for the metal-excitonic and metal-non-
metal configurations as determined by (w/A) and the
Coulomb interaction G. (See Fig. 33.) The CPA analysis
by Plischke (1972), which uses a simple cubic density of
states, does not seem to be correct in detail but does follow
the same idea. We see that CPA can be used to improve
intermediate approximations in the theory of the metal—
nonmetal transition.

The first investigation of amorphous magnetism was
developed by Gubanov (1961), using mean field theory. His
calculation prompted other mean field calculations for both
amorphous ferromagnetism and antiferromagnetism, as
found, for example, in the work of Handrich (1969) and
Simpson (1970). More recently, numerous investigators
have used as a starting point the CPA or other self-con-
sistent approaches. Principal activity in this regard is
discussed in the text Amorphous Magnetism [edited by
Hooper and de Graaf (1973) 7.2 In one way or another the
calculations therein all make use of double-time, tempera-
ture-dependent, spin—spin Green’s functions, as developed
by Tyablikov (1967) for ferromagnetism.

As in the theory of metal-nonmetal transitions, there also
is a thermodynamically self-consistent argument, as follows:

(1) First, the spin-wave Hamiltonian is linearized in
terms of the average (S.), and the Green’s functions for spin
deviations ((S;*; S,7)) are found—to some approximation.

(2) On the other hand, the expectation density of spin
deviations (z) is related to the magnetization ¢ = (S,)/S by

o=1—2(n). (3.145)

(3) But from the theory of Green’s function we have
3(1l—0) = )= —7! [ dow Tr ImG(w)

X [exp(Bw) — 111 (3.146)

2 See F. Brouers et al.; M. Cyrot; D. J. Kim; R. Harris and M. J.
Zuckermann; Licciardello ez al.; R. A. Tahir-Kheli and D. M. Esterling;
R. A. Tahir-Kheli; Bose et al.; J. E. Gubernatis and P. L. Taylor;
R. M. Stubbs and C. G. Montgomery. All but the last two calculations
are CPA.
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and since G(w) depends on the linearization to (S.) this
becomes an implicit temperature-dependent condition on
(S.). There are several possible choices of approximations
for evaluating the spin Green’s function.

In most Green’s function calculations of amorphous
magnetism the magnet is not truly amorphous, as Bravais
lattices exist for the model systems. The ‘‘amorphous”
nature of the system is simulated either by a disordered
alloy with nonmagnetic scattering sites or by a randomly
fluctuating exchange interaction. Various random alloy
methods, including the CPA, are then employed to obtain
the spin-wave Green’s functions. Only the series of studies
by Gubernatis and Taylor (1973), using methods developed
by Taylor and Wu for phonons in amorphous materials
(Sec. ITIC3), incorporate the actual amorphous structure
to any degree.

D. Two-particle Green’s functions

The techniques developed in the previous section can also .
be used to obtain averages of two-particle Green’s functions
in order to evaluate the disorder contribution to the trans-
port coefficients, such as electrical conductivity [Eq. (2.82)]
and lattice thermal conductivity [Eq. (2.83)7]. In this sec-
tion we shall review briefly the application of the CPA to
such transport coefficients and show how, for weak scat-
tering, these formulas reduce to the well-known linearized
Boltzmann equation results.

The first formulation of a transport coefficient problem
within the framework of the CPA was that for the electrical
conductivity of high concentration alloys by Velicky
(1969). The starting point for his calculations was essen-
tially Eq. (2.81) above which, when averaged over the
ensemble of configurations, becomes ‘

(o) = 2mwe? © dEexp[(E — p)/ksT]
7! = RVEsT Ju {expl(E — p) /ksT] + 1}2
X Tr{B, ImG(E) B, InG(E) ), (3.147)
where p is the chemical potential and
B, 1) = [R(U) —R)IWQ, ). (3.148)
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/7 : N FIG. 34. A typical diagram included in
/ ,R T i ,:\\\ the decoupling scheme of Eq. (3.152).
/
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The quantity to be calculated is

Tr(B ImG(E)B ImG(E) )
= 1/4i Tr(B(G(E) — G*(E)B(G(E) — G*(E)))),
(3.149)

where G*(E) is the complex conjugate or advanced Green’s
function. This requires averages of two Green’s functions,
such as
Tr(BG(E)BG*(E)). (3.150)
These average quantities are calculated by inserting into

Eq. (3.150) an expansion [like (3.9)7] of G in terms of G°
and the single-particle -matrices

Tr(BGBG)
= Z <B(l7 n) [Go(ny m) + ; GO(”) l)llGo(ly m)

+ 2 G(n, N1G(1, 2)6G*(2, m) + -+ -]B(m, p)

12

X [GO(P: l) + Z GO(P’ 1l)tl’GO(1” l)
17

+ 2 G, 160G (1, 2) G (2, 1) + -+ ]),

152

(3.151)

where G° is the effective medium propagator of Eq. (3.21)
and where, in the CPA, the average value of a single (¢)
is zero. Thus, in the same spirit, and consistent with the
Ward identity (2.150), only terms with an even number of
P’s survive the average and then only the average (/.2)
is kept, so that the averages in Eq. (3.151) decouple pair-
wise in a nested fashion:

<tltzlg R ln_zln_ltn>
= (tlta (e + * Ynatn)tn)

= {{a2)"281 nd2 103 m2° " *.

(3.152)

A typical decoupling of this sort corresponds, in Eq.
(3.151), to the diagram shown in Fig. 34, where the solid
interaction lines represent single-particle #’s: This decoupling
is equivalent to having summed the irreducible vertex part
shown in Fig. 35 and corresponds to a vertex function

82Zcpa Zepa(V — Zcpa)
A = = . 3.153
opa 6Go 1 — (V — 2Z¢pa)Gy ( )

When this decoupling is performed throughout Eq. (3.151)
there is left in the middle average term a quantity of the form

(B:2) 22 G (n, m) B(m, p)G™(p, n). (3.154)
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But this quantity is zero in any crystal with inversion sym-
metry, since then G® and G%* are even under inversion and B
is, by definition (3.149), odd. Thus all of the CPA vertex
contributions vanish in the electrical conductivity, and the
only remaining part of Eq. (3.150) is the factorized average
Tr[B(G(w) )B(G(w) )].! Therefore the average conduc-
tivity (3.147) becomes

_ 2we* [ dEexp[(E — u)/ksT]
" WVEsT J_o {exp[(E — p)/ksT] + 12

(o)

X Tt[B(ImG (E))B(ImG (E) ). (3.155)

Using the relation

exp[(E — p)/ksT]
{exp[(E — p)/ksT] + 1}?

= T @}E@) . (3.156)

where f(E) is the Fermi function, together with the defini-
tion in Sec. IIID2, we get

2%, e —d
@ =25 [ ar(S2) T sterimGa, BT,

(3.157)

where v(k) is the group velocity of the electron of wave
vector k. This formula was evaluated numerically by
Velicky (1969) for the simple model of elliptic bands dis-
cussed in Sec. IIIB above. His calculation was at 7' = 0
where the only contribution to the integral is at the Fermi
level E = u. In addition, one unnecessary approximation
was made that

2 v(k)%LE — e(k)] = (1 — E2)%2,

k

(3.158)

which eliminates the necessity for having to do the k sum
and yet still gives the correct behavior at the band edge.
His results for ¢ shown in Fig. (36), are for ¢ = 0.1 and for
values of 6 = V/W = 0.005, 0.5, and 2.0, and are plotted
versus the occupied fraction of the host band. For small g,
the Nordheim rule, as discussed below, is valid and the
curve is symmetric. For the intermediate § = 0.5, the curve
becomes assymmetric, indicating the reduced mobility of
the strongly scattered states at the Fermi level when more
than 909, of the band is filled. In the split-band regime,
6 = 2, the conductivity drops by two orders of magnitude
when the band is 909, filled. In this situation, however, we
expect truly localized states at the Fermi energy and hence
(s) = 0, which indicates that the CPA cannot be trusted in
this region.

T = T = ?
A | \_/ | N/ L/
CPA = ? + ? + 8 + /.\ + ? +
1 1 = = 1

FIG. 35. The single-site, self-consistent (CPA) irreducible vertex
part as calculated in Eq. (3.153).

1 The contributions of the vertex corrections to the conductivity
will quite generally vanish in any theory containing only s-wave scat-
tering. For example, even with off-diagonal perturbations of the sort
described in Eq. (3.93) there will be no vertex contributions to the
conductivity.
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The reduction of this formula to the usual linearized
Boltzmann equation result was discussed in some detail
by Velicky (1969). We shall not repeat his arguments here,
but merely show how the familiar conductivity formulas are
reproduced in the limit of weak scattering.

First, we rewrite the k sum in Eq. (3.157) as

2 v(K)*[ImG (k, €)

k

T 2
_ (E——E’—A)2+I‘2]’
(3.159)

= | »o(E) dE'#(E)
[ [

where p(E’) is the density of states, A(E) and I'(E) are
the k-independent values of the real and imaginary parts of
Z(E) in the CPA, and spherical energy bands have been
assumed so that v can be written as a function only of E
(otherwise a more complicated, weighted density of states
must be defined). As A and T go to zero, the most divergent
part of Eq. (3.159) is

2mp(E)»*(E)/T(E). (3.160)
Thus Eq. (3.157) becomes, at ' = 0,
_ 4¢’h p(Er)v*(Ep) |

(o) = v T(E (3.161)

If in addition § = V/W is small, then T = ImZ(e) is
given by the optical theorem or by expanding Eq. (3.16)
to lowest order in V. The result is

T(E) =c(1 —c)V2ImP(E) + O(V?3). (3.162)
This result is symmetric about ¢ = 0.5 and leads immedi-
ately, via Eq. (3.161), to a conductivity which is symmetric
about ¢ = 0.5. This is Nordheim’s rule, which was first

derived from a Boltzmann equation approach (Nordheim,
1931).

For free electrons, Eq. (3.161) reduces still further upon
substituting for the group velocity and the density of states
at the Fermi level to

(o) = ne’r(Er)/m*, (3.163)

where # is the electron density and m* is the electronic
effective mass.

It should be pointed out that the development of these
formulas in the literature relied heavily on the early work of
Edwards (1958, 1959) in the weak scattering limit, and
Langer (1960) in the dilute (low ¢) limit, and was followed

_o3r c=0.1

w

= (V/W)=0.5 ) .

z .| FIG. 36. The CPA dc electrical

- (V/W)=2.0. conductivity versus the occupied

Z fraction of the energy band as given
CE by Egs. (3.157) and (3.158) for

aQ (V/W)=0.005 ¢=01and s =A/W = 2,05, and

% ol v v 0.005 [after Velicky (1969)].
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FIG. 37. Lattice thermal conductivity « for disordered binary linear
chains of atoms versus concentration of the two species as obtained by -
a computer experiment.The error bars are estimates of the accuracy
of reading the thermal gradients [after Payton et al. (1967)].

by the later calculation of the third- and fourth-order terms
in the scattering potential by Verboven (1960) and Moore
(1967), respectively.

The calculation of the contribution to the lattice thermal
conductivity in mixed crystals due to impurity or disorder
scattering follows quite closely that for the electrical con-
ductivity above. In addition, there exist computer experi-
ments for simple models, so that a detailed evaluation is
possible. We begin with a discussion of the computer experi-
ments.

In 1967, Payton et al. reported the results of computer
experiments to measure the lattice thermal conductivity
in harmonic one- and two-dimensional systems. Their one-
dimensional experiment was performed for a classical, -
harmonic linear chain of 100 atoms with only nearest-
neighbor forces. They assumed each end of the chain was
free of constraint but was struck at random by a Maxwellian
distribution of particles at different temperatures. Then the
classical equations of motion were followed, and after a
steady state was reached the local temperature was meas-
ured along the chain, as well as the heat flow through each
end. They used the resulting bulk internal temperature
gradient, which turned out to be considerably less than the
applied temperature gradient due to a large surface resist-
ance, to calculate the thermal conductivity. Their results
are shown in Fig. 37 at all concentrations for harmonic
chains of mass ratio 3:1 and 3:2. Also shown in Fig. 37
are their results for an anharmonic linear chain of mass
ratio 3:1. Surprisingly they found that the thermal con-
ductivity went up as the anharmonicity was added, a gross
violation of Mattheisen’s rule. Since clearly localized modes
are present, this is presumably due to a transport mecha-
nism whereby phonons hop from localized state to localized
state via intermediate decay into two band state phonons,
but no analytic theory has given a detailed explanation to
date.

The CPA evaluation (Flicker and Leath, 1973) of Eq.
(2.83) follows quite parallel to that for the electrical con-
ductivity. The vertex corrections again vanish for crystals
with inversion symmetry when only mass defect scattering
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FIG. 38. Lattice thermal condctivity x versus concentration for
disordered binary linear chains. A comparison of the CPA results
(solid line) with the computer experiments of Payton ef al. (1967) as in
Fig. 38 (dashed line). The CPA formula has been divided by 10.8 for
this comparison [after Flicker and Leath (1973)7].

is included and no off-diagonal diagrams are included in
2 (w). Thus one finds that Eq. (2.83) reduces to

— 272 © w? exp (hw/keT)
(k) = —“——f dw
wVksT? J_» [exp(ﬁw/kgT) - 1:]2

X Tr[A*(ImG () y4=(ImG (w) )],

(3.164)

where V is the volume of the sample. This formula was
studied by Flicker and Leath (1973) who noted an infrared
divergence, so that () as given by Sec. IIID14 is infinite.
This arises because A (k) is proportional to v(k) and v(k)
goes to the speed of sound as k — O, rather than vanishing.
The result is that the integrand of Eq. (3.164) diverges as
™2 for small w so that (k) diverges linearly with N (the
number of atoms in the chain) for large N. This divergence
does not occur in the electronic problem, since the low energy
electrons move slowly. The low-frequency phonons have a
mean free path which diverges at low k and yet they move at
the speed of sound, so that they do not come into thermal
equilibrium with each other unless there are scattering
mechanisms which allow them to dissipate energy into other
modes.

The addition of another scattering mechanism such as
boundary scattering or anharmonic phonon-phonon scat-
tering removes this divergence so that the effect of disorder
can be calculated. The approach developed by Woll (1965),
in the dilute limit, is to cut off the integral [Eq. (3.161)]
at wmin the lowest-frequency phonon allowed in a finite
crystal of size V. This procedure can only be approximate,
since in a finite crystal the discrete nature of all the mode
frequencies should be included. The CPA results using this
approximation (Flicker and Leath, 1973) are shown in
Fig. 38 in comparison with the harmonic chain results of
Payton et al. (1967), discussed above. Numerically, the
overall magnitude is off by a factor of about 10 (which
depends upon the exact boundary conditions), but the
concentration dependence is quite good. In particular, the
assymmetry about ¢ = 0.5, due to the effective scattering
by 1ow-frequency resonant phonon modes about isolated
heavy atoms, is quite well reproduced.

Similar results were obtained by Flicker and Leath (1973)
for a simple cubic lattice, although the assymmetry is a bit

Rev. Mod. Phys., Vol. 46, No. 3, July 1974

Elliott, Krumhansl, and Leath: Randomly disordered crystals

less (Fig. 39). In this three-dimensional case they also con-
sidered the additions of a phonon-phonon-like scattering
term, via an assumed Mattheisen’s rule, to the impurity
scattering. The resulting, reduced value of (), shown also
in Fig. 39, illustrates that the effect of this anharmonic
contribution is to flatten and make more symmetric the
{x(€) ) curve.

It is useful at this point to also verify that the formulae
developed here reduce to that previously derived by
many authors using a Boltzmann equation approach. We
begin by evaluating the trace in the integrand of Eq.
(3.164) in the normal mode representation of the perfect
lattice, where it becomes

%} A=(k, j)*(ImG (k, j) )*

= ‘k/:, w;(k)v;* (k)

': ImZ(w) :|2
[M(* — w?(k) — ReZ(w) P + [ImZ(w) 2]
(3.165)

Upon interchanging the order of the resulting k summation
and wintegration in Eq. (3.164) the w integral can be done by
contour integration in the weak scattering limit [ReZ(w)
and Im¥(w) small compared to Mw?(k) at resonance].
In this limit the dominant residue gives, for Eq. (3.164),

- Mg w;? explhw;(k) /kpT} [0 (k) J?
vrT kj {exp[ﬁw,(k)/kBT] - 1}2[:111'12(00)] ’
(3.166)
which can be written in the form
K = L Z Con[w; (k) Jr;(k) | v;(k) |2 cos?6, (3.167)

V %

where
Con(w) = 72? exp(fiw/ksT) / { ks T exp (hw/ksT) — 12}

is the specific heat contribution of a phonon of frequency w,
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FIG. 39. (a) The CPA thermal conductivity of a 100 X 100 X 100
atom harmonic fcc lattice versus concentration; (b) the same theory
but with an added umklapp scattering term in the self-energy [after
Flicker and Leath (1973) .
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and if the relaxation time 7i; for phonon (k, 7) is identified as

(k) = Mw;(k)/{ImZ[w;(k) 1}. (3.168)
This result (3.167) is identical with the usual result derived
by kinetic theory or via the Boltzmann equation (Car-
ruthers, 1961).

With regard to the divergence of {x) for large NV, it should
be pointed out that some analytic progress has been made
on the exact form of («) for linear chains. In particular,
Casher and Liebowitz (1971) have proven that, for dis-
ordered harmonic linear chains, the thermal conductivity «
diverges as N with probability one if the spectral density
p(w) has an absolutely continuous part as a function of w.
Matsuda and Ishii (1971) had previously shown (using a
transfer matrix technique) that k diverges as /2 for binary,
mass-disordered linear chains and this led Casher and
Liebowitz to conclude that the spectral density in this case
has no absolutely. continuous part. Apparently also [see
Visscher (1971)7] the form of the divergence depends
strongly on the form of the boundary conditions at the ends
of the chain. Finally, there remains the problem of funda-
mental divergences in the cluster expansion (Langer and
Neal, 1966) arising from higher-order terms which are well
known in the general theory of virial expansions of transport
coefficients in statistical mechanics. Clearly much work
remains to be done on transport coefficient in highly dis-
ordered systems.

IV. COMPARISON WITH EXPERIMENT

A. Electrons

In addition to the model calculations described in Secs.
111B, and C there have been a number of attempts to derive
the electron energy levels in alloys using realistic band struc-
tures, and to compare the results with experiment.

2.7 T T —T T
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n
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FIG. 40. The variation of energy gap in GaAs, . P.. The abrupt
change is due to a crossing of the conduction bands. At the As rich
end the lowest conduction band is at the point I' which at the P rich
end it is at A. Each band moves linearly in the VCA. The points are
the results of optical experiments. [after Long (1966) ].
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1. Energy bands

The virtual crystal approximation is widely used in
interpreting band structures of mixed crystals. It is fairly
satisfactory for s and p bands in simple metals and in semi-
conductors like alloys of Si-Ge or of III-V compound
(Herman et al. 1957; Long, 1966). The predicted linear
shift of the bands with concentration is often borne out by
optical experiments. The width of the k states is usually
small, indicating that changes in potential are small com-
pared to bandwidths. See Fig. 40.

Stroud and Ehrenreich (1970) examined the application
of the CPA method to Ge-Si alloys, using pseudopotentials
and projecting out core states. To place it in context of a
diagonal disorder potential they took the local potential
difference

A = 3 (Vi Vaso + Vau)si

— (Vi 4 Vaso + Vi) gel, (4.1)

where the subscripts refer to reciprocal lattice points. Using
parameters obtained by Brust (1964) to fit the perfect
materials, A is found to be 0.023 Ry. The relative changes
vary with band, but are less than 0.1 Ry, and the broadening
is only 0.01 Ry. Since typical bandwidths are ~0.5 Ry it is
not surprising that the CPA and VCA descriptions differ
little overall. The virtual crystal and CPA are compared in
Fig. 41 for an Sij 37Gey g3 alloy.

A substantial series of applications to transition metal
alloys have developed following the work of Soven, par-
ticularly by Velicky et al. (1968, 1970), who established a
useful model Hamiltonian to. discuss Cu-Ni alloys, for
example, and also derived theorems on the moments of the
energy spectrum, and bounds for certain models. A more
complete treatment has been given for the Cu-Ni system by
Stocks et al. (1971), who calculated density of states and
electronic specific heat. In all cases one is dealing with a
“two-band” system and H = H,, + H,q + Haa where the s
and d subscripts have obvious meaning; the s band is wide,
while the d band is narrow, or even assumed to have zero
width for some purposes. Assuming a site-diagonal energy
difference for d states A%(Cu-Ni) = —0.134 Ry, but the
same s parameters for Cu and Ni, it was possible to carry
through the CPA. With the assumed A, the resulting density
of states is not quite separated into two peaks [rather like
the model calculations in Figs. 21 and 22 with § slightly less
than 1.07]. The density of Cu and Ni states, defined by
G%(0) or G*(0) in Sec. 1E3, show two peaks separated
by about 0.2 Ry [Fig. (42) ]. Comparison has been made to
the optical density of states from photoemission data (Seib
and Spicer, 1970; Eastman and Krolikowski, 1968) by
making simple assumptions about, the photoemission
process (see Sec. IIC6) . Considering experimental and model
potential uncertainties, the agreement is satisfactory. In
addition, comparison may be made to soft x-ray data
(Farineau and Morland, 1938; Freedman and Beeman,
1940; Azaroff and Das, 1964; Kunz and Gudat, 1972),
where a weighted average of the Green’s function is required
(Sec. IIC6) which was not studied; but Stocks et al. (1971)
conclude that the gross features agree with the CPA calcula-
tlons.
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& Both are taken in the virtual crystal approximation. The
CPA equation is
— 45
62 % Cu;38% Ni
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. / \ —43 & The resulting doubly peaked density of states agrees well
z ; / \ s § with optical absorption (Beaglehole and Erlbach 1970).
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© g A considerable number of experimental results are avail-
5 @ able on the low-temperature specific heat v of alloys, par-
I ticularly its variation with concentration. Since v depends
07 -06 -05 -04 -03 -02 -oi o ° only on p(Er) (except for many electron effects), it is a
ENERGY BELOW Ef(rydbergs) property which is not sensitive to the full details of the band
(b) structure as discussed above. For this reason even the VCA
may be satisfactory. This is useful in systems like Ag Pd
FIG. 42. Density of states in CuoasNio.s and CuoeNi.as as cal-  alloys since Ag and Pd are adjacent in the periodic table.

culated by Stocks et al. (1971). The weighted densities of states
associated with each constituent are also shown. The results are com-
pared with the photoemitted electron distribution measured by Seib
and Spicer (1970).
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However, even here d-band effects become important as the
Pd concentration increases. A detailed discussion has been
given by Lee and Lewis (1969).
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On the other hand, when the constituents are quite dis-
similar, particularly in valence, the scattering potential is
large and the VCA fails. Dawber and Turner (1966) have
given a low concentration theory of the effect using Z® =
ct, where ¢ is the single defect #-matrix. They show that to
first order in ¢ the change in density of states is (P as
defined in Sec. IID)

Ap = Im[Z®(9P/IE)]. (4.4)
If a phase shift 5 is defined by
Awp(E)
tanipy = ——M8M 2 4.5
ansn l 1 . AP(O) ! b ( )
then
C . dp ) . 3PR]
Ap(Ep) = ———— 29— ) — 2sin*py — |. 4.6
p(Er) 20 (Er) [sm "(aEF sinfy —— (4.6)

If only a diagonal change is assumed in V, only the s-wave
phase shift is affected, and the Friedel sum rule (to ac-
comodate one electron) requires siny = 1 whence 1 —
APr(Er) = 0 and a resonance right at Ep is always re-
quired. To get around this they propose use of an effective
charge Z’, to be screened by the s-wave charge density, so
that n = wZ’. By suitable choice of Z’ they can account for
specific heat v observed.

This difficulty with charge conservation and the Friedel
sum rule has been discussed more recently by Stern (1971),
who shows that this problem is unavoidable with the choice
of zero range scattering forces. A more physical description
of the alloy requires extended, or “off-diagonal” potentials;
even so, charge conservation is a real issue, which must be
attended to by adjustment of the potential parameters, as
was discussed in more detail in Sec. IIIC2. Clark and
Dawber (1972) have also proposed a pseudopotential
model for dealing with alloys whose constituents have
different bandwidths.

The CPA calculation of Stocks et al. (1971) for Cu—Ni
alloys discussed above was used to compute the electronic
specific heat from the density of states at the Fermi level.
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FIG. 43. The low T specific heat v in Cu-Ni alloys. The shaded
area gives the range of results predicted by Stocks et al. (1971) using
the CPA. The experimental curve is by Dixon et al. (1968).
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Comparison with experiment is shown in Fig. 43; the struc-
ture appearing in the experimental curve is probably due to
the fact that the alloys become ferromagnetic for Cu concen-
trations less than 569.

3. Magnetic susceptibility

The Pauli spin susceptibility is, in a simple model, also
proportional to the density of states at Ep. In static experi-
ments it is often difficult to separate this contribution from
the diamagnetic component. The knight shift measures the s
component of electron spin moment at the nucleus and
hence a weighted susceptibility at particular atomic sites,
proportional to p,?(Er) or p*(Ep). It is this s-electron
density at the nucleus which is studied in the resonance
experiment. Some discussion of this matter is given by
Blackman and Elliott (1970), using simple band models.
There is little experimental work or comparison with theory
to date [for a review see Drain (1967), p. 2117.

Recently there has been a considerable amount of work on
the magnetic susceptibility of transition metal alloys where
exchange enhancement is important and the simple Pauli
idea is inappropriate (Levin et al., 1972; Harris and Zucker-
man, 1972; and Hasegawa and Kanemori, 1970). All these
authors use the Hubbard model (see Sec. IIIC5) where the
effective Hamiltonian is

3 =2 ENat(Da. () + X W, 1) atD)a )

+ Zl: I(Dny(Dnx(l) (4.7)

for a single band with two spin orientations. The last term
is taken to give an effective field, and the effective site
energy

EL() = E() + BH + I nx(D) (4.8)
which depends on the number of electrons at this site—to
be determined self-consistently. For low T°

ne) = [ psl, B) B (4.9)
0

and again p4 (/) is defined by a trace of an appropriately
projected Green’s function [Eq. (2.56)7]. Fixing the total
number of electrons determines Egp.

In the CPA # is calculated from the weighted average
density of states appropriate to the atom involved. Thus
E(1), I(1), and n(l) will depend on the type of occupation of
site /. In the paramagnetic state the static spin susceptibility
is

X = Limé’— [ne(H) — n_o(H)] (4.10)
a0 H

and for a binary alloy x = cx* + (1 — ¢)xB. After con-
siderable manipulation the CPA yields

,DA(EF) (1 + IBfBB) —_ pB(EF)IBfAB ]

xA = 282 [(1 I TAfARY(1 + IBfBB) — JABfABfBA

(4.11)
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FIG. 44. Susceptibility of Pd-Rh alloys cal-
culated by Levin, Bass and Bennemann (1972)
using the CPA with the model density of states
shown.§ = A/W (in units of the half bandwidth)
was taken as 0.17. The experimental points are
Budworth et al. (1960).
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and a similar expression for xB; here f¥ = dn,"/9E,( 7).
These equations, together with charge conservation, may be
solved self-consistently in the limit H — 0. Note that
exchange enhancement now appears in such a way as to
involve the parameters of both atoms. Both the weak scat-
tering limit and the dilute alloy case are discussed by Levin
et al., and the expressions reduced somewhat. In particular,
the condition (for dilute alloys) for the formation of local
magnetic moments reduces to (1 4 I4f*4) = 0, the zero
subscript referring to the host. The theory, with computa-
tions, was applied by Levin ef al. (1972) to several Ni, Rh,
and Pd alloys, giving satisfactory agreement with the con-
centration dependence of x (Fig. 44). Despite the fact that s
electrons were neglected and only a simplified d-band model
“ was used, it appears that the relative electron density, and
therefore exchange enhancement, is well estimated by
CPA. Several extensions to ferromagnetic systems have
also been made. Hasegawa and Kanemori (1972) have cal-
culated magnetic moments in Fe and Ni alloys (Fig. 45).

Fel_x Crx Py

-1

FIG. 45. The magnetic moments in Fe~Cr alloys as calculated from
a model density of states using the CPA compared with experimental
results on the average moments, and on the constituent moments
determined by neutron diffraction [after Hasegawa and Kanemori
(1972)].
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Apparently the alloy Green’s function methods are a useful
basis for computing magnetic properties of random alloys.

4. Resistivity

As discussed in Sec. IICS, the electrical conductivity of a
metal is related to the two-particle Green’s function,
although, if many-body effects are neglected, it can be
reduced [Eq. (2.82)7] to the product of single-particle G’s.
In Sec. IIID the application of the CPA to the average of
this product is discussed. It was shown that under certain
further approximations the expression for o can be reduced
to the familiar expression of kinetic theory ¢ = (Ne*r/M*)
where 7, the relaxation time, is related to ‘the width of
G(k, E) for states with E(k) = Er.

The results expected on this model were set out by Nord-
heim in 1931 [see Mott and Jones (1958) 1. If A is small, the
VCA gives a shift of the energy levels by ¢A. The fluctua-
tions around this mean give, in Born approximation,

1/r = (2r/B)c(1 — ¢) A2p(Ey) (4.12)

and a resistivity proportional to ¢(1 — ¢). This gives a
satisfactory description of the residual resistivity of alloys
like Au;—.Cu,. When A is larger, the ATA gives a reasonable
approximation. In this case,

fi/r = Im{t) = Im[c(1 — ) A%G7/(1 — AG")]  (4.13)
using Eq. (3.19), where G* is the Green’s function in the
virtual crystal. Equation (4.12) is obtained for this by
neglecting the denominator. Dawber and Turner (1966)

have used this expression in a low ¢ theory when G°* = G*.
Using the phase shift defined in Eq. (4.5)

fi/r = $Ac(1 — ¢) sing. (4.14)
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The results of this theory suffer from the difficulty described

in the last section, arising from the fact that the diagonal

form of V gives only one phase shift which should be chosen
according to the Friedel sum rule to be 7/2.

The most complete theory of -the conductivity of alloys
has been given by Brouers and Vedyayev (1972), using the
s—d band model for transition metal alloys introduced by
Ehrenreich and Levin and discussed above. Only weak scat-
tering is introduced into the s band, but the large self-
energy in the d band is calculated by the CPA. This gives a
large contribution to the resistivity through the s—d mixing,
and the resulting total p depends strongly on the amount of
d-mixing which occurs in states with E~ Ep. This can
result in large deviations from Nordheim’s rule (Fig. 46).

The special case of the resistivity of ferromagnetic transi-
tion metal alloys has recently been considered by Harris and
Zuckerman (1972), who used the ATA and applied their
results to Pd-Ni alloys, and by Brouers et al. (1973c), who
used the CPA and applied the theory to Cu-Ni alloys.
Both used the Hubbard Hamiltonian (4.7). This theory
involves the self-consistent calculation of G, and Gy for
spin-up and spin-down bands. This gives rise to a spon-

taneous anisotropy of the resistance relative to the mag-

netization direction.

In addition to the resistivity caused by static defects,
some consideration has been given to the effect of them on
dynamics. Kagan et al. have considered the way in which
phonon (1966) and magnon (1968) scattering of electrons
is affected by the change in the excitation spectrum of these
quasiparticles. This is entirely a low ¢ theory and shows that
a strong resonance in the spectrum at low energies can give
an anomalous temperature dependence to the resistivity.

B. Phonons

Phonons are the form of elementary excitation which have
been most extensively studied in mixed crystals. However,
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FIG. 46. The residual electrical resistivity of an alloy calculated by
Brouers and Vedyayev (1972) using the s-d hydridization model and
the CPA. The asymmetry is caused by an increase in the s-d mixing
at the Fermi level. The Nordheim theory would give a symmetric
parabolic curve.
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because of the complexity of the calculations, detailed com-
parison between theory and experiment on the basis of
realistic models has not been extensive. There are always
several branches to a phonon spectrum, and force-constant
changes are often important. Nevertheless model calcula-
tions have been mainly on mass changes and fairly simple
phonon spectra have been compared quite successfully in
some cases. The most detailed information about phonons
comes from inelastic neutron scattering, but relatively few
experiments have yet been performed. Much more attention
has been given to the optical properties of mixed ionic
crystals, and there are some results on thermal properties.

1. Inelastic neutron scattering

As discussed in Sec. IIC3, inelastic neutron scattering
consists of a coherent and incoherent part, because of the
isotopic and spin dependence of the nuclear scattering. Each
cross section [Egs. (2.68) and (2.69)7] depends on the '
averaged and weighted Green’s functions defined in Sec.
ITE3. Specifically, the incoherent part depends on the
Green’s function at a single site,

d%e 1K’
WE = r K 2 B Im(GaatA (0,0, B)),

(4.15)

where A defines the atomic species at site a. For a binary
alloy A will be host % or defect d, so that the result can be
written in terms of the unweighted average G by using Egs.
(2.136) and (2.137). The sum becomes

VAR (V — 2) + 22T Im(G(0, 0, E) ). (4.16)

The coherent cross section (2.69) becomes

1K'

2o
IQE 7K ;w B2 Bar* gagar Im(Gaa®*' (g, E) )

(4.17)

which depends on weighted averages of G(q, E). For the
binary case this can be written using Egs. (2.140)-(2.142)
as

Im[B" — (B — BY) (3/V) F(G(q, E))

+ (B — BH2(Z — cV)/V2 (4.18)
The last term comes from the correction terms in Egs.
(2.140)—(2.142), which arise from the different weighting of
the (G(0, 0, E) ) terms. It can be regarded in some sense as
an incoherent component arising from the random distribu-
tion of coherent scatterings. The first factor gives the co-
herent scattering with an effective scattering length
[B* — (B* — B%)Z/V]. However this divison is somewhat
arbitrary. If we use the CPA approximation for ¥ and
(G), Eq. (4.18) can also be written, after some manipula-
tion, as :

[B* — (B" — BY)/VP(q, E) P Im(G(q, E) ) (4.19)
with a different effective scattering length and no extra
term. For a complex crystal with several phonon branches j,
and eigenvectors o;(q) as defined by Eq. (2.14), the general
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FIG. 47. (a) The frequency shift in Cug 97Auo.03 along the (110)

direction as measured by Svensson and Kamitakahara (1971) com-
pared with the theory of Bruno and Taylor (1971) using the ATA.
The difference from Fig. 14 is mainly due to a shift due to lattice
dilation using the Gruneisen constant. Force-constant changes are
also included. (b) The mode width in the (100) direction for the
same alloy. The full line is due to mass change only (as in Fig. 14),
the dashed curve includes force-constant changes.

expansion is

> [go#(q) JL¢%s#(q) ]

(!13.7.

X [B* — (B* — B%) /VP;(q, E) ? Im{(G,(q, E) )

(4.19a)

Experimental observations have been mainly concerned
with the coherent cross section which contains the .most
information. There have been two extensive investigations
of the effect on a relatively small concentration of heavy
defects in a simple crystal of light atoms, where a well-
defined low-frequency resonance is expected. The first is on
Cup»Aus, x < 109, by Svensson and Kamitakahara (1971)
[see also Svensson et al. (1965, 1969)7]. The shift and width
of the phonons are predicted by Elliott and Taylor (1967)
using the ATA to show a well-defined resonance (see Fig.
14). The experimentally observed resonance is much broader
and depends in detail on the direction of k (Fig. 47). This in-
dicates that force-constant changes are important, and
recently Bruno and Taylor (1971) have made a detailed
analysis of this by extending the theory of Lakatos and
Krumhansl (1969). They conclude that anharmonic effects
arising from lattice dilation are also important in inducing
shifts. The effect of short-range order, as discussed by
Hartmann (1968), is not important.

The other system of this type which has been studied in
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detail is Cr; W, by Mackintosh and Moller (1968) and
Cunningham et al. (1970). This also shows a well-defined
resonant effect on the shifts and widths, and the detailed
form does not agree precisely with the prediction of the mass
defect in the ATA. Cohen and Gilat (1972) have shown that
this is due to force-constant changes and have proposed a
simplified theory to include these effects.

Another class of experiments involves low concentrations
of light mass defects where a sharp impurity band is to be
expected. The most detailed experiments to date are on
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FIG. 48. (a) The peak frequency of the impurity band in Gey.s:Sio.00

as a function of q [after Wakabayashi ef al. (1971)7]. (b) The intensity
of impurity band scattering in Cu;_zAl, as a function of q [after
Nicklow et al. (1968) ].
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Cu; Al at x < 109, by Nicklow et al. (1968) and Ge;_Si,
by Wakabayashi, Nicklow, and Smith (1971). They com-
pare the scattering with the prediction of the ATA. They
show that in the Si—Ge case there is an apparent dispersion
in the impurity band which is predicted by the pole of
Eq. (3.17) in this region using Eq. (3.16) for £ where
A = Mew? from Eq. (2.18) and

dq

14
PO =32 [ o0

from Eq. (2.51). If w; is the isolated localized mode fre-
quency given by Eq. (2.100), the dispersion is

€w;? d ) }
—_— — ew?P (0 .
Wl — wi(‘l)z:l / [dw «wP(0, ) oo

(4.20)

30)1((]) = [1 -

The results of this approximation are compared with ex-
periment in Fig. 48. The intensity of the impurity band scat-
tering also depends strongly on q, as was observed in the
CuAl case. From Eq. (4.19) we see that this is proportional

to
By, — Ba) P d
(Bx d)] /[ﬂwz})(o,w)}
5‘-012 (ZOJ w=w]

(4.21)

=
w? — w?(q)

and the strong variation of the first term is reflected in
the results shown in Fig. 48. The shift of the band modes
was also studied in their experiments. Experiments on in-
coherent scattering of dilute vanadium alloys have been
reported by Mozer (1968). He has found structure in the
impurity band of Be,Vi_, at x = 39, which is expected in
the ATA. He also obtained information on the density of
modes in Cr;Vi, x = 259, where the mass difference is
very small e ~ 0.04.

There have also been measurements on various metal
alloys, notably NbMo (Woods and Powell, 1965), BI-Pb-TI
(Ng and Brockhouse, 1967; Brockhouse and Roy, 1970)
TaNb (Als-Nielsen, 1968). Here the difference in masses is
small but the force constants change considerably as the
Fermi surface changes with valence. In particular, the Kohn
anomalies move. Since these are all long-range effects, an
average force constant and hence the VCA is a good ap-
proximation, and this has been used to interpret the data.
More recently Kamitakahara and Brockhouse (1972) have
reported a detailed study of Ni,Pd;—, x = 559,. The mass
defect is fairly large e ~ 0.81, and a detailed analysis of the
dispersion curves shows that the larger near-neighbor force
constants change very little between Ni and Pd, although
there are large relative changes in the smaller distant-
neighbor force constants. The results were compared with a
CPA calculation. The predicted widths are similar to those
observed, but some of the structure is different. The cor-
responding shifts are not reported, but the results observed
agree closely with VCA with average mass.

Experiments have also been performed by Cowley and
Buyers (1968) on K; Rb,Br x = 229, and 459,. The
resulting spectra are found to be broad, and no detailed
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investigation has been attempted. In view of the interest in
the optical properties of mixed alkali halides discussed
below, a more detailed study of such systems by neutron
scattering would be an important next step in the under-
standing of mixed crystals.

2. Optical properties

A great deal of experimental information has been col-
lected on the optical properties of mixed crystals, par-
ticularly alkali halides, alkaline earth fluorides, ITI-V and
II-VI compounds. Much of this information has been
reviewed by Chang and Mitra (1971). Further details can
be found in the recent article of Harada and Narita (1971)
and the forthcoming review of Barker and Sievers. It is
therefore unnecessary to repeat a catalog of results and
references here. We shall mainly concern ourselves with a
general outline of the results with specific examples and a
discussion of the theoretical interpretation.

In Sec. IIC4 it was pointed out that the optical properties
of a medium are largely determined by the polarizability,
which is related to a weighted displacement Green’s
function by Eq. (2.75). In a simple ionic crystal this has a
real part 1/M[w? — w?(0)] arising from the k = 0 optic
mode. As a result, the dielectric constant ¢ = 1 + 4rx
becomes negative over a frequency region wr < w < wy,
where the longitudinal and transverse mode frequencies are
related by the LST relation (Born and Huang, 1954)

wr/wy? = €(0) /e( ). (4.22)

In the imperfect lattice x has a real and an imaginary part,
but the properties of the system will still be determined by
the frequency regions where Rey is large and negative. The
simplest experiments usually measure the reflectivity which
is largest in these regions. Detailed analysis of the results to
obtain eg and e is often difficult, and most interpretation
rests on the assumption of one or more Lorentzian oscil-
lators. This leads to a crude classification of the spectra of
mixed crystals into those which show only one reflectivity
or absorption peak and those which show two, for a given
active optical branch of the pure crystal. In Fig. 49 we show
typical results for KCIBr, a good example of a one-mode
system, and for GaAsP, a good example of a two-mode
system.

There has been a great deal of discussion in the literature
about the criteria for these two types of behavior. The most
important necessary condition for two-mode behavior to
occur at a low concentration « of some element is that there
be a local mode at the isolated defect (Chang and Mitra,
1968; Brodsky et al., 1970). On a mass criterion this requires
that the substituted element be lighter than the host which
is replaced. At the other end of the substitution range x ~ 1,
there will then be a small concentration of heavy defects.
These will tend to produce a response below the optic branch,
but unless this is well separated from the acoustic branches
it will only give a resonance in the acoustic band and not a
localized gap mode. The detailed criteria for the existence of
localized and gap modes depend on the actual spectrum, and
in this respect the linear chain models commonly used may be
misleading. It is always easier to satisfy the criteria for
localized modes in one dimension than in three. Moreover
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these models fail to account for the full width of the phonon
branches; in particular, they neglect the width of the optic
branch arising from the splitting of wz from wr by the elec-
trical forces. Some attempt to include this width has been
made by Fertel and Perry (1969), Harada and Narita
(1971), and others. The former suggested that for two-
mode behavior the reststrahl bands of the two constituted
crystals must not overlap. This is too strong a condition,
but certainly if the overlap is large, one-mode behavior is
always found. In this situation the perturbation introduced
by mixing is small and the VCA is an adequate description.

For the case of large perturbations, none of these theories
attempts to deal with the large concentration case in any
detail. Attempts in this direction have been confined to
special models which are not physically realistic. For
example, Verleur and Barker (1966) calculate the spectra
from finite clusters of atoms. Other authors have assumed a
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420 FIG. 49. Reflectivity spectra in KCli_,Br,, a good example of one-

mode behavior [after Fertel and Perry (1969)7]. (b) Reflectivity
spectra in GaAs;P;_;, a good example of two-mode behavior [after
Verleur and Barker (1966) ].

regular atomic arrangement in the random crystal, and some
detailed comparison has been done with a theory (Chen
et al., 1966; Chang and Mitra, 1968) which determines
k = 0 optical modes by assuming that all atoms of a given
type oscillate in phase.

It is surprising that. comparatively little detailed theo-
retical work has been done using Green’s function tech-
niques, which have proved so valuable elsewhere in this field.
Important exceptions to this are found in the work of
Pershan and Lacina (1970) and Beserman and Balkanski
(1970), who essentially used the ATA on Ca; ,Sr,F, and
CdS;_.Se;, respectively. An early attempt at this type of
calculation was made by Elliott and Taylor (1964) for
LiH; .D.. The CPA was used by Taylor (1967) in his
original paper to study the vibrations of Ge-Si alloys, but
there is no comparable work on ionic crystals. This is
probably due to the fact that such calculations are harder in
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a diatomic crystal with important electric forces, and
because it is known from local mode studies that force-
constant changes are important for defects in alkali halides,
although less so in ITI-V and II-VI compounds. Neverthe-
less we feel that such calculations could and should now be
undertaken to confront the mass of experimental data.
Very recently Taylor (unpublished) has applied the CPA
to calculate the reflectance in a one-mode system KBr;_,Cl,
and a two-mode system K; .Rb,I (Fig. 50).

The general features of one- and two-mode spectra are
predicated by the CPA calculations of Onodera and-Toyo-
zawa (1968). Using a parabolic density of states they show
that k = O response has two sharp peaks in the split-band
limit, but only one peak if the bands are not split (cf. Figs.
23 and 24). We can use their theory to give a crude criterion
for two-mode behavior in a crystal with constituents
AB;_.B.'. To do this we neglect the acoustic branches and
assume a parabolic density of states in E = w? for the optic
branch. Thus the model will work best if the mass difference
between the constant constitutent A and the mean mass of
the mixed constituents B, B’ is large. The center of the host
crystal band is determined by a characteristic force con-
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FIG. 50. Calculated reflectivities using the CPA by Taylor (un-
published) for KCl.Br;_, and K;_.Rb,I. Fulllinex = 0.25, dotted line
¥ = 0.50, dashed line x = 0.75. The lower (upper) arrows indicated
wro and wro for x = 0(1). v
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TABLE 1.2 One- and two-mode behavior of mixed ionic crystals.
Crystal x [1 — u/u| D Expt
€+ o
Na.K; .Cl 1 0.26 0.45 I
0 0.35 0.39 I
K:Rb;_.Cl 1 0.25 0.39 I
0 0.33 0.39 I
K.TL, ,Cl 1 0.38 0.39 I
0 0.61 0.72 I
Ca,Sr1_, I 1 0.26 0.61 I
0 0.36 0.57 I
Ba,Sr;_.F. 1 0.12 0.55 I
0 0.11 0.57 I
Cd.Zn;_.S 1 0.15 0.23 I
0 0.13 0.24 I
KCL,Br_, 1 0.29 0.39 I
0 0.40 0.39 1
GaAs;_.Sh, 1 0.22 0.05 II
0 0.18 0.08 I
ZnSe,Te;_, 1 0.14 0.19 I
0 0.16 0.14 I
Ni;Coi_O 1 0.002 0.30 I
0 0.002 0.42 I
K;_-Rb,I 1 0.72 0.35 II
0 0.41 0.30 II
Zn.Cdy_,Te 1 0.30 0.14 1I
) 0 0.43 0.18 II
GaP.As,_, 1 0.40 0.09 II
0 0.68 0.08 I
InP As;_, 1 0.46 0.09 11
0 0.85 0.09 I
Gay_.In,As 1 0.25 0.09 I
0 0.20 0.08 11
Gaj—_.In,Sb 1 0.36 0.04 II
0 0.27 0.05 I
InAs;_.Sb. 1 0.29 0.04 11
0 0.22 0.09 11
CdS.Sey_ 1 0.46 0.23 I
0 0.88 0.18 II
ZuS;Se;_, 1 0.40 0.24 11
0 0.68 0.19 I
Gay_-Al;As 1 0.45 0.09 I
0 0.82 0.08 II
Na.Rb;_,I 1 0.65 0.37 ?
0 1.61 0.35 ?

* We are grateful to Julia Martinez for assistance in compiling this
table.

stant ® and the reduced mass u

2_@(1 + 1)_@
wo® = MA MB —M.

We assume that the extrema of the band are wr? and w;? so
that the width is dominated by the electrical forces. Because
of the LST relation (4.22), the width W is given by

(4.23)

W _e(0) = (=)
o (4.24)

The condition for a localized mode at small x can be found
to be

16(0) — e()

Y70 7240 F o)

' a (4.25)
"

At x ~ 1 the condition has u and p’ reversed. For the two
bands to be separated over the whole concentration range,
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FIG 51. (a) Raman spectra in ZnS;Se;_,. (b) Frequencies of ¢ = O response observed in ZnS,Se;_, by Raman and infrared measurements.
1. LO(ZnS), 2. TO(ZnS), 3. LO(ZnSe), 4. TO(AnSe) [after Brafman et al. (1968)].

the CPA calculations require a stronger condition

po €(0) — e(»)

L= 07 q0) el

(4.26)

This is tested in Table I. We see that it accounts reasonably
well for the observed behavior. In the strongly ionic alkali
halides the reststrahl bands are strong and the condition is
harder to satisfy than in the IIT-V compounds, which are
weakly ionic. The only serious discrepancy is GaAsSb,
but this is just the situation where the gap is known to be
small (Mg, ~ M 5s) and the Sb will give an acoustic reso-
nance rather than a gap mode.

This model is extremely crude, but no more crude than
those employed by other workers in the field. In particular,
it neglects force-constant changes and the effect of the
acoustic branches. It does, however, include the random
structure in the best available way by using the CPA. Its
comparative success strengthens our view that more realistic
CPA calculations would be worthwhile.

There are infrared experiments on other crystals which
are more complex than the binary compounds above and
may have several optically active branches. Some of these
may show one-mode and others two-mode behavior within
the same crystal, as for example in KMg; ,Ni,Fs (Barker
et al., 1968) . A more extensive discussion is to be found in the
review article of Barker and Sievers (to be published).

The optical absorption by Ge,Si; alloys has also been
studied by Braunstein (1963) and by Cosand and Spitzer
(1971). In this case there is no optically active mode in the
pure crystal, and the weak absorption process depends on
the atomic polarizability. This process has been studied
using a detailed shell model in the case of small concentra-
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tions of impurities in rare gas crystals (Elliott and Hart-
mann, 1967; Martin, 1967). Keeler and Batchelder (1972)
have recently observed far infrared absorption due to Kr
and Nein A. In the mixed crystal the optical absorption will
be proportional to an expression like (4.18), where B is
now the effective induced charge; that is, we are interested
in the response to an effectively uniform field, appropriate
to the uniform mode

Gk, E)) =1/(Mu?+ ). (4.27)
The absorption coefficient is given by
o (B~ BY2/[(Me? + Zr)* + 2], (4.28)

At low c it is equivalent to the result of Elliott and Hart-
mann, who also suggested that B, which depends on the
relative neighbor displacements, would be roughly propor-
tional to w? No detailed comparison between theory and
experiment has been made except at low ¢, although
Taylor (1967) did calculate some aspects of the phonon
spectra of Si-Ge using the CPA.

Raman scattering has also been observed from a variety of
mixed crystals. These results have also been reviewed by
Chang and Mitra and by Barker and Sievers. In mixed
crystals where the pure components have Raman-active
optical modes, the spectrum usually consists of a few rela-
tively narrow lines. Si and Ge have a single active mode, and
the alloys show two lines corresponding to the split-band
case (Feldman et al., 1966). In the IIT-V and II-VI com-
pounds both the LO and TO k = 0 phonons are active, so
that there are two lines in the pure crystal spectra. In
mixed crystals like ZnS; ,Se, which show split-band
behavior four lines are observed (see Fig. 51) (Chang and
Mitra, 1968).



Elliott, Krumhansl, and Leath:

The theoretical form of the Raman cross section [Eq.
(2.77)7] depends on a weighted average of Im(G(k, E))
similar to the neutron cross section [Eq. (4.18) ] except that
k ~ 0, and B is replaced by the Raman polarizability C
defined in Eq. (2.77). There have been no detailed attempts
to calculate the appropriate average in any realistic case.

In the alkali halides the optical phonons are not Raman-
active and there is no first-order Raman spectrum. In the
mixed crystals, however, a broad spectrum is expected, and
this has recently been observed by Nair and Walker (1971)
in KCl;_Br,. The peaks in the spectrum are correlated with
peaks in the density of states and resonant modes. The
theoretical expression for the cross section is similar to Eq.
(4.28) with appropriate Raman polarizabilities.

3. Other experiments

The thermal properties of crystals which arise through the
lattice vibrations reflect to some extent the spectrum of
excitations. However, because they always involve an
average over part of the spectrum, they are less sensitive
than optical and neutron measurements. Low-lying reso-
nance modes arising from small impurity concentrations
can have a marked effect on the low-T specific heat, as was
predicted by Kagan and Iosilveski (1965) and Lehmann
and DeWames (1963). A recent example of this effect is
seen in the work of Hartmann ef al. (1970) on Al;_,Au,.
The only work on high-concentration mixed crystals is that
of Karlsson (1970), who measured K, ,T1,Cl, x < 59, and
KCl_.Br. over the whole range of x. He finds that the
Debye temperature of the mixed crystal is that expected
from averaging the inverse square frequency

01)(06)_2 = (1 — x)0D(1)”2 + xHD(O)—2. (429)

A similar situation holds in the case of thermal conduc-
tivity experiments. There has been a great deal of work on
systems containing small concentrations of defects with
low-lying resonances which give an anomaly at low T [see
for example Pohl (1968)7, but nothing on high-concen-
tration mixed systems.

One other type of experiment has given important in-
formation about the phonon spectra of mixed crystals.
Superconducting tunneling can be used to give the density
of states weighted by some unknown (but slowly varying)
coupling constant. The most studied system is Pby_;In,
at low x by Rowell ef al. (1965) [see Fig. 13] and large x« by
Adler et al. (1966).

C. Excitons

As pointed out in Sec. ITA4, Frenkel excitons provide
another example of elementary excitations which can be
studied in a disordered lattice. In the extremely tightly
bound case, where the exciton is well described as an ex-
cited atom, the disordered system can be simply described
as one of diagonal disorder. Here

A(l) = Ea(l) — Es(]) (4.30)
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is the difference in atomic excitation energies. At low con-
centrations, localized excitons will occur if A is sufficiently
large compared to the exciton bandwidth. In the Frenkel
case this may be relatively small.

In semiconductors excitons are better described by the
Wannier model (Knox, 1966), and are large entities covering
several atoms. The energy states consist of several over-
lapping exciton bands with relatively weak binding energy,
and the simple models discussed in this review are not
applicable. Although localized excitons occur at very low
defect concentrations, exciton effects are normally not dis-
tinguishable at higher concentrations.

After preliminary work by Mahr (1961), the Japanese
school has had a monopoly on the study of excitons in mixed
ionic crystals. This work has been influenced by the CPA
calculation of Onodera and Toyozawa (1968), and largely
interpreted in these terms. The salient feature of the optical
absorption is that it shows one- or two-band behavior like
the optical phonons discussed in Sec. IVB2. In general,
mixtures of alkali ions in alkali halides lead to one-mode
behavior. This is well demonstrated in K,Rb; ,Cl, K-
Na;_,Cl (Nakai et al., 1965), K;Rb;,I (Nakamura, 1967),
K.Rb;,I (Nakamura and Nakai, 1967). The peaks shift
smoothly by A~ 0.1 eV across the series (see Fig. 51).
The small value of A is due to the fact that the exciton is
largely confined to the halogen. Mixed crystals which vary
the halide show a tendency toward two-mode behavior, for
example, KCl.Br;, (Murata and Nakai, 1967) and
KCL I, (Nagasawa ef al., 1968), where A~ 1 eV.

Other systems which have been studied include Ar,_,Xe,
(Nagasawa et al., 1972) which shows one-mode behavior
though the shift suggests A ~ 1 eV, which must indicate a
relatively broad exciton bandwidth. The mixed crystals
CuCl,Br;_, have more extensive excitons which are not
well described by the Frenkel model. The system shows one-
mode behavior (Goto et al., 1968, 1970) and the line is so
sharp, even at intermediate x, that Zeeman studies have
been performed (Mabuchi et al., 1971). Sen (1973) has
recently proposed that the CPA can be used to understand
these results.

Some very interesting experiments have been carried out
on organic crystals with hydrogenous components following
the work of Sheka (1961), on naphthalenes, and Broude
and Rashba (1962) on benzenes. In this situation -deutera-
tion of the molecule changes the zero-point energy. Although
this is relatively small [in naphthalene with 8 protons
(hs), 4 protons and 4 deuterons (ds), or 8 deuterons
(ds) ; E(hs) — E(dy) ~ 50 cm™, E(hs) — E(ds) ~ 115 cm™]
the exciton bandwidth is also small ~100 cm~. The most
detailed results of Robinson and Hong (1971) show two-
band behavior in the ks—ds mixtures and one-band be-
havior in the ks—d; mixtures (Fig. 52).

Broude and Rashba gave a simplified theory, but more
recently Dubrovskii and Konobeev (1970) suggested the
use of the CPA for this system. Detailed applications of the
CPA have now been made by Robinson and Hong (1970)
and especially Kopleman and Hong (1971). The latter give
an extensive analysis of the CPA and compare the results
with moment calculations and computer model calculations.
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D. Magnons

Although, in some ways, magnons are a more esoteric
elementary excitation than electrons or phonons, they
promise to be very convenient systems for comparing theory
and experiment. The main reason is that in a simple magnet
there is only one branch to the magnon spectrum and that in
insulators the exchange interactions are short range. By
making detailed measurements on the pure materials these
exchange interactions may be determined so that there are
no unknown parameters in the random crystal. On the
other hand, as discussed in Secs. ITA5 and IIIC2, the
modification of the exchange interaction always gives an
extended defect matrix V. In addition, the simplest systems
with short-range interactions are usually antiferromagnets.
Metallic ferromagnets normally show a long-range inter-
action via conduction electron polarization. Some aspects
of their properties have been considered in Sec. IVA3.

1. Inelastic neutron scattering

The most detailed experimental observations come from
inelastic neutron scattering measurements, although some
optical work has also been done. Until recently most of this
was directed towards the observation of local modes and
resonances induced by low concentrations of defects. This
work has recently been extensively reviewed by Cowley
and Buyers (1972) and we shall not repeat it here. The
systems studied in detail are KMnF; with Co, Ni, and Zn
impurities and MnF, with Fe, Co, Ni, and Zn. Relatively
little has been done on more concentrated samples, but
recent studies by neutron scattering on Mn; ,Co.F. and
KMn,_,Co,F; (Buyers et al., 1971) and on Mn; ,Zn,F,
(Coombs et al., 1973), represent a fairly complete study of a
relatively simple system. In addition, Enders et al. (1973)
have studied the antiferromagnetic resonance in Mny .-
CoF; and Mny .Fe,F,. In Raman scattering it turns out
that two-magnon processes are comparatively strong.
Effectively a weighted density of magnon states is measured
in this type of experiment. This has been studied in Mny_,-

Percentage of Naphthalene-dg
. 50
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Zn,F, by Mitlehner et al. (1971) at low %, and Buchanan
et al. (1972) over a wide range of x. Similar experiments
have been performed by Parisot et al. (1971) on low con-
centrations ¢ < 29, Ni in RbMnF; and KMnF;. They
examined the localized modes which broadened rapidly as ¢
was increased.

A comparison between theory and experiment requires an
extension of the theory to a two-sublattice antiferromagnet.
There are two atoms per unit cell, so it is necessary to extend
the definition [Eq. (2.53)7] by specifying the sublattice of
the sites.

G4(L UV, E) = (1)t

X ((S==(1), S8 )/20S (1) S(I) T2, (4.31)
where a = 1, 2 for the up (down) sublattice. In the perfect
crystal this gives

<P“(k, E) P2k, E)

Pk E) = )

Pk, E) P2k, E)
2sJ (k)

= [E — 2s1(0) )—1

=\ —2sJ(k) E+ 2sI(1)
with poles at the energies given by Eq. (2.29). Since inter-
change of the sublattices leads to reversal of all the spins, it
is equivalent to time reversal. This gives some simplifica-

tion to the Green’s function in the general case. Writing,
for a given k,

(4.32)

G =P + PG (4.33)
X takes the form
ik, E) 3, (k, E)
= . (4.34)
_'22(1{) _E) ~'El(k) _E)
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2. Dilute antiferromagnet

At low defect concentrations Z(I,2") = ct(l,1") where the
f-matrix is, say, a 7 X 7 matrix in real space, as in Eqgs.
(2.116)-(2.118). For that situation ¢, {? and the diagonal
parts of t* contribute to Z,. Detailed calculations have been
made for the antiferromagnet by Tonegawa (1968), Shiles
and Hone (1970), and particularly Lovesey (1968). The
poles of ¢ give the local modes, while in the band Z gives
rise to a shift and width to the response, given by

Ak, E) + inT' (k, E)
= {I(0)[Z:1(k, E) + Z:i(k, —E)]

+ J(B)[Z:(k, E) + Z:(k, —E)1}/2E(k)  (4.35)
evaluated at £ = E(k). Such a calculation has been com-
pared with neutron scattering experiments in Mny .Zn,F,
x = 0.05 by Svensson et al. (1969), as shown in Fig. 53.
Similar results on Mn; ,Co.Fy (x = 0.05) by Buyers et al.
(1968) and KCo;_Mn,F, (x = 0.05) are discussed in
Cowley and Buyers (1972).

The CPA for high concentrations of these extended defects
has not yet been performed. However Buyers et al.. (1972,
1973) have proposed an approximate theory where only the
site-diagonal parts of the perturbation are treated by the
CPA. These are taken to depend on the neighboring atoms
so that for a host ion with » defect neighbors

Vua(r) = £2¢(I'S" — 1S), (4.36a)
while a defect atom with 7 defect neighbors has
+Vp(r) = 2:(I'S — IS) + 2r(I"S" — I'S) (4.36b)

where the Ising coupling between defect and defect is 7.
* This gives only Z;(E). The off-diagonal parts of V are
treated more approximately by assuming

22(k) E) = Zl(k; E) Z eXP(ik' 6) ’ (4'37)
o

which assures that w(k) — 0 as k — 0 in the isotropic case,
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as required by the Goldstone theorem. Results for the line
shapes in Mng 3Coo.7F2 and the dispersion in KMng 25Cog.71F3
are compared with experiment in Figs. 54 and 55. A similar
theory for Mny_.Zn,F; also requires the addition of large
as in Eq. (3.96) to prevent the appearance of a spurious
low-frequency resonance. Results for some line shapes in
Mnyg 7sZng 92> are shown in Fig. 56. In addition, the results
of this approximation are compared with the low ¢ theory in
Fig. 53.

The success of this approximate theory is in large part due
to the fact that the Ising interactions are treated properly
and clustering effects included. In an antiferromagnet the
Ising part of the interaction dominates the excitation
spectrum. In the pure crystal the density of states has a
sharp divergence at £ = 27(0).S. For this reason localized
states and resonances are predicted quite accurately using
only the Ising terms. Some attempts have also been made to
consider the impure antiferromagnets by considering only
isolated changed bonds (Tahir-Kheli, 1972; Parkinson,
1973). In the dilute case this appears to give a different line
shape (Elliott and Pepper, 1973) which agrees less well with
experiment.

The question of localization of spin waves has been con-
sidered recently by Economou (1972), using the theory of
Cohen and Economou (1972), and by Lyo (1972), who
extended Anderson’s (1958) theory. Since the experiments
are all concerned with single-particle Green’s functions,
there is no direct evidence to compare with the predictions.

All these results have been considered effectively at
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FIG. 54. Neutron scattering line shapes measured by Buyers et al.
(1971) in Mny 3Coo.7F2 compared with the CPA theory of Buyers
et al. (1972).
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T = 0°K. At finite T it is necessary to make further ap-
proximations to study the spin-wave spectrum theoretically,
and this has only been done in the low-concentration limit
(Cowley and Buyers, 1972). One exception is the work of
Foo and Wu (1972). They used the CPA for isolated bonds,
as discussed in Sec. ITI2, and used the random phase ap-
proximation to determine the transition temperature 7.
They compare the theory with experiments on GdN;_,O,
by Gambino ef al. (1970).

E. Percolation and conduction

If one continues to remove resistors from an infinite net-
work, at some concentration (fraction) ¢, of removed
resistors the conduction across the network ceases as the
last connecting path across the network is broken. Such
critical percolation concentrations or percolation thresholds
were first studied by Broadbent and Hammersley (1957)
[and Hammersley (1957)7], who introduced lattice models
for fluid flow through a random medium and showed that no
fluid will flow below the critical percolation concentration
of the active medium. They also introduced the idea of the
percolation probability P(¢) which is the probability that
any active region of the medium is contained in an infinite
cluster ot active material and hénce available for conduction.
There are a number of good reviews on the subject [for
example, Frisch and Hammersley (1963); Fisher (1964);
Shante and Kirkpatrick (1971); Essam (1973); and Kirk-
patrick (1973a)]. Recently a number of experiments and
computer experiments have been reported on random net-
works [e.g., Last and Thouless (1971) ; Kirkpatrick (1971)
and (1973b); Adler et al. (1973); and Watson and Leath
(1974) 7.

A major interest in this field has been in the suggestion
(Miller and Abrahams, 1960) that the problem of hopping
conduction in doped semiconductors is closely related to
conduction through a resistor network and hence to the
percolation problem. Similar suggestions have been made
(see the review by Shante and Kirkpatrick, 1971) that
percolation effects play an important role in metal-semi-
conductor transitions and in conductivity in certain
amorphous materials.

In the critical region about the percolation threshold
where the fluctuations in the size of the clusters are large
compared to the size of the clusters, such properties as the
percolation probability, the conductivity, and the mean
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cluster size apparently exhibit power law behavior (¢ — cp)7
about the critical percolation concentration c¢,. Presumably
a scaling or renormalization group argument would be
necessary to analytically obtain exponents. '

However, outside of the critical region one can obtain
remarkably accurate analytic calculations of ¢ using a
classical theory of conduction through mixtures known
today as effective medium theory [see Bruggeman (1935),
Landauer (1952), Brown (1956), Kerner (1956), Krum-
hansl (1973), Kirkpatrick (1973a)]. The effective medium
theory is entirely equivalent to the coherent potential
approximation, as has been discussed formally in detail
by Kirkpatrick (1973a).

We shall limit our discussion of effective medium theory
here, for simplicity, to that of simple bond and site percola-
tion problems on a simple square resistor network to
illustrate its usefulness and its similarity to the coherent
potential approximation. ‘

Let us consider first the bond problem [see Kirkpatrick
(1973a) ] where we shall try to evaluate the conductivity of
a simple square lattice filled with resistors of resistance Ry
and Rg, randomly placed. We imagine first a perfect square
lattice of resistors of magnitude R,, with an external voltage
applied across the sample inducing current I, through each
resistor along one of the principal axes. When a single resis-
tor R,, directed along the direction of this current Iy,
is replaced by either physical resistance R, or Ry there will
be an additional voltage AV, or AVy appearing across that
bond. The magnitude of this extra voltage can easily be
seen to be

AVap = IR, [1 — 2R,/ (R + Ras)]. (4.38)

The effective medium theory approach is to require
(AV) = 0or

(1 — ¢)AVA + ¢cAVE = 0, (4.39a)
which gives
R.2+ (1 — 2¢)(Rg — Ra)R,, — RaRs — O. (4.39b)

In the limit, Ry — o, the solution of this equation is

R, = Ry(1 — 2¢)7, (4.40a)



534 Elliott, Krumhansl, and Leath: Randomly disordered crystals
1.0
[ bond percolation A/OKA bond percolation
square lattice AD/A/V o/ cubic lattice o °
. o
/ o2 o . .
N I |@g’ / FIG. 57. (a) The conductivity of a simple-
?\&I ke / QA /0 square lattice of randomly placed resistors of
o ({C & value Ry and Rp vs the fraction (1 — ¢) of
- o =
©) 05F v a /O / n resistors Ra, as determined by the effective
o Lot I medium theory (solid line) of Eq. (4.39) and
Qe P / LON /O by monte carlo computer experiments on a
iﬁ(o/ % /> © 1o o/ _5 25 X 30 resistor sample (data points), from
- O Qn Ra/Rg=10 Kirkpatrick (1971); (b) A similar plot for the
A - P!
|t o o—"° conductivity of a disordered simple-cubic
n — d90° lattice, also from Kirkpatrick (1971).
0 [ S 2 S ! | | 1 L
o o2 o04ftos o8 100 02 04 08 o8 10
' (I-c,) (I-¢) (I-co)  (1-0)
(a) (b)
or require
a(c) = aa(l — 20¢), (4.40b) (1 — 8) AVpona® + 8AVpona® = 0, (4.43)

where o (c) is the conductivity of the disordered network as
approximated by the effective medium, and where ox =
a(0). The solution of this equation for the simple square net-
work and the analogous equation for a simple cubic lattice
were carried out by Kirkpatrick (1971) and are shown in
Fig. 57, where they have been compared to computer experi-
ments carried out on finite samples. The agreement is
excellent except within the critical region about ¢, for the
case Ry/Rp = 0 where fluctuations play a dominant role.
The. effective medium theory as presented here always
gives a straight line versus concentration

a(c) = (4.41)

¢(0)(1 — ac),
as Rg — o, where « is a constant that can be determined
from the low concentration behavior. Clearly the effective
medium theory is like the coherent potential approximation,
with R,, filling the role of the coherent potential and (AV)
replacing (¢). In fact, the relationship can be made formally
analogous by construction of a Green’s function theory for
o(c) [see Kirkpatrick (1973a)7].

The effective medium theory can also be extended to the
site percolation problem with equal success, if care is taken,
as has recently been shown by Watson and Leath (1974).
In the site percolation problem bonds are not removed
randomly, but rather sites (nodes) are chosen randomly
and all bonds connecting that site to the lattice are then
removed at once.

A naive application of effective medium theory to
this problem would be to calculate AVa s across the entire
cluster of bonds (each of value Rx or Rg) about a particular
A or B site imbedded in an effective medium, and require
where x is the concentration of B sites. This, however, as
Rp — =, always gives a straight line for o(x) versus x
which does not agree with experiment [see Kirkpatrick
(1973a) ]. The method of Watson and Leath (1974), how-

ever, which does work, is to calculate the extra voltage
AViong® B induced across a single bond in the cluster and to
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where b, the concentration of removed bonds, is the proba-
bility that the site on either end of the bond is a B site and
hence that AVyona takes on the value AVyong®. But there is
an exact relationship between the fraction of altered bonds
and the fraction of altered sites in any such infinite lattice,
namely,

(1—-23) =1 —ux)2 (4.44)

since a bond is changed if the site on either end is changed.
For the case Rg — oo, this theory always gives

a(x) = a(0)(1 — 2ax + ax?), (4.45)
1.0 - ;
Site percolation 1.0]
square latice
i Ra 08
R -
o8~ o(b) os
a (0)
i 04
o6 02
=Y r 1 ]
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~ removed)
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FIG. 58. The conductivity of a simple-square lattice of resistors vs.

fraction » of randomly removed sites (or nodes) as determined directly
by experiment on a 137 X 137 mesh (data points) and by the effective
medium theory (solid line) of Eq. (4.44). A plot of the same theory
(Eq. 4.43) and the same experimental data vs fraction of removed
bonds (inset), from Watson and Leath (1974).
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where « is determined from the low concentration behavior.
As an example, the results for a simple square lattice, where
a = w/2, were compared with experiment by Watson and
Leath (1974) and are showed in Fig. 58. The results are in
excellent agreement (the slight disagreement apparent at
x ~ 0.2-0.3 can be explained by the finite size of the experi-
mental sample).

V. EPILOGUE

As this review is being completed there are numerous new
pieces of work appearing almost daily in which the methods
we have reviewed are being applied. It is satisfying to
see that there now are available to physicists methods

for systematically describing many properties of random -

materials, proceeding from plausible model Hamiltonian
descriptions. Substantial improvements on virtual crystal
approximations have been made for realistic random alloy
models, and comparison can be made with experiments. So
it is not necessary to try to patch up descriptions based on
conventional band theory, and we hope that such attempts
will be forgotten; even experimentalists need not find
Green’s function methods to be impractical. Indeed, with
loss of lattice periodicity and symmetry there is as yet no
other honest analytical choice so generally applicable.

The applications are not restricted to the electronic and
lattice-dynamic properties we have concentrated on here;
parallel concepts have developed in other fields (Krum-
hansl, 1973).

It is frequently possible to divide the physical problem
in a random system into two parts—an average behavior,
plus the fluctuations from it. An exact treatment must keep
both, and when the latter becomes comparable to the former
the separation is meaningless. Fortunately, there are many
situations in which the separation is both useful and
meaningful. In this case the ‘“self-consistent local field
theory” is quite useful for describing the average field;
however, to complete sum rules (energy conservation,
for example) the fluctuations must be included in principle.

Many field theories have usually been invented as needed
for the application at hand. The essence of the standard
problem is simply stated. The field (electromagnetic,
elastic, Schriodinger, etc.), denoted by #, obeys a linear
equations of motion characterized by an operator L,
which in turn is parameterized by specification of the
properties of the medium. In a homogeneous medium, L
depends only on a few parameters, while in a random
medium these parameters (conductivity, potential, index)
vary from place to place according to some probability
distribution; for brevity we denote the random parameter
as e in L(e). The equation of motion is

L(e)u = 0. (5.1)
The operator L may also depend on other important param-
eters which are not random (e.g., E in H-E for Schrédinger
waves, w? in acoustic and electromagnetic waves). The
essence of the averaging methods is to define L = (L) + L,

and attempt to calculate () or other quantities such as -

(en), and from them effective parameters €* = [{en)/(u)].
This may be done in various approximations, self-consistent
or not. It is feasible to obtain the ‘‘self-consistent local field
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theory” as the best low-order local approximation to a
resummed perturbation series; it also can be obtained by
choosing a local field such that scattering vanishes to first
order in the “concentration” of defects, i.e., all repeated
scatterings by L; at a particular position. One may then
compute an average €*, as above, to obtain an effective
medium parameter. All this is similar to ATA and CPA.

Neither time nor space allow a detailed comparison of
applications to be made here, but we may illustrate by the
calculation of the dielectric constant of a composite medium
consisting of nonoverlapping, randomly located small
spheres of dielectric es imbedded in &. The ‘“‘equation of
motion” is

{[V-e(r)JE(r)} =0, (5.2)
in the absence of free charges. The field #— E(r) and
L — V-e(r). If an applied charge p(7) is imposed, then it
is useful in solving the problem to have the Green’s function
G = [V-e(r) ] which satisfies LG = §(r — r’). Indeed, a
systematic method for solving may now be based on writing
L =(L)+ L = Ly+ L,;, whence the operator relation
holds that

G = Gg + GoLlG. (5.3)

There is also an exact scattering representation for fields

E = Eo —_ GLlEo = EO + Escatt, (5'4)
where E, is any field which satisfies (L)E, = 0. Equation
(5.4) can be used to define an €*. In the example at hand
L, = ¢ within. the spheres, ¢ in the host; thus L; =
Zi(e — @)V, i running over spheres.

The specific practical problem for a dielectric is to compute
the average dielectric function for some direction, say x:
&' = [(eF.)/{E.)]. Here, the averaging is volume aver-
aging, i.e., the (k, w) = (0, 0) limit.

The basic scattering problem is to compute the scat-
tering around a sphere in the presence of some local field.
It is tedious but not difficult to solve this problem using a
Green’s function Gy; on the other hand, the exact fields
around a single sphere or ellipsoid can easily be calculated
using spherical harmonics:

2

Ez € — €& & .
— =1 — (1 — 3 cos?), outside a sphere.
o +2€1+6”3( ), ou pher
=14 az e , inside a sphere.
2¢ + &

=14+ (FEscatt/Eos)- (5.5)

If a volume average of (eE,)/(E,) is taken, assuming spheres
to scatter independently, and f, is the volume fraction
occupied by e, the integrations yield

e F = (e) +f2€2[(€1 - 62)/(261 + 62)]
* 1+ fil(a — &)/(2a + &)]

(5.6)

This expression is not self-consistent, since the field incident
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on the spheres was assumed to be E, in a medium of e = &.
For the moment, however, expanding Eq. (5.6) to lowest
order of e — &, which would apply to small dielectric
fluctuations, one obtains an expression obtained by various
other means (W. F. Brown, 1955; L. D. Landau and E. M.
Lifshitz, 1960)

fz(fl — (€>)2
ey

A study of the methods shows that Eq. (5.6) is equivalent to
the “average T matrix approximation, ATA,” used in ran-
dom alloys, while Eq. (5.7) is a low-order correction to the
virtual crystal approximation.

(5.7)

€t = (€) —

In order to make the method totally symmetric in ¢ and
€2, as well as self-consistent, we take the medium to be
describable by an average €* and then when in medium 1

. scatter by (& — €*), when in 2 by (e — €*). With the
assumptions of statistical independence and volume
averaging one obtains the implicit equation for e,* (after
much algebra) :

¥
L= (5.8)

On the other hand, taking volume average x components
only, the scattering problem (neglecting interparticle
scatterings) in an effective medium e, looks like:

*_ei

(Ez) = (Eo) + (2 (5.9)

= ) (B cee,
i 2€*+€if>< )+

If we impose the condition that the first-order scattering
shall vanish on the average, we obtain

2 (;—’:;j:—:)f =0. (5.10)

But since Zif; = 1 it may be found that Egs. (5.10) and
(5.8) are exactly the same. Thus the self-consistent local
field is equivalent to the choice of an active medium such
that the averaged single-site scattering vanishes. This is
identical to the CPA method in alloys. The essence of the
method is to solve for the exact field around a representative
element of the medium, which is taken to be imbedded in an
effective medium determined in turn by requiring that the
mean of the scattering by the random elements taken as
statistically independent shall vanish.

There is a history of parallel developments in a variety
of contexts. Landauer (1952) analyzed the conductivity of a
random mixture of different materials, and derived an ex-
pression which is simply Eq. (5.10) above, with conduc-
tivities o substituted for e. Comparisons were made with
experiment as in Sec. IVE above.

The thermal properties of random composities have
received considerable theoretical and experimental atten-
tion. Important contributions to the subject were made by
Kerner (1956) and more recently by Budiansky (1970).

The understanding of elastic properties of a random
(polycrystalline) aggregate is a longstanding subject of
concern in many subjects—geology, agronomy, civil engi-
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neering, continuum mechanics, and ceramics, to mention a
few. Here again the ‘‘self-consistent” method developed,
with original contributions to the subject by Budiansky
(1970), by Hill (1967), and by Kréner (1967); indeed the
similarity of Kroner’s formalism to that developed for
studying electronic properties of alloys is remarkable.

One should, of course, recognize that the elastic fields
are tensor quantities, so the problem is considerably more
complicated than that of Schrédinger scalar waves in
random systems, and thus the idealizations of the self-
consistent method may be more serious. Nonetheless,
Thomsen (1972) has recently applied Kréner’s method to
the elasticity of polycrystals and rocks, with some success in
comparison with experiment.

It might also be mentioned in passing that an entirely
different approach to the properties of heterogeneous
materials uses variational methods (Hashin, 1964; Beran,
1968) to set bounds on effective parameters; to the extent
that we have checked several cases, the self-consistent
results fall between the expected upper and lower bounds
(e.g., (€) vs (1) for € in the case of dielectrics).

While the essence of ATA or CPA approximations ap-
peared in these studies, to our knowledge the systematic
and diagrammatic analysis which we have reviewed for
alloys has not been carried over, and could usefully serve in
estimating the limitations of the approximations.

Finally, we repeat one important disclaimer—there are
special questions of localization, dynamics of clusters, trans-
port, and special spectral structure whose description
lies beyond the methods which we have reviewed. Why this
is so is now pretty well documented; when these special
problems are solved, it may be said that over-all description
of the physics of random systems will be nearly as complete
as that for crystalline matter.
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APPENDIX A. CUMULANT EXPANSIONS

The cluster expansion described above in Sec. ITIA3 is
not the usual Ursell-Mayer cluster expansion, involving the
cumulants of the random variable ;, but is rather a self-
consistent partial cumulant technique as has been empha-
sized by Yonezawa (1968). The difference in the analytic
properties produced is substantial, due to spurious features
that occur inherently in the cumulant expansion which are
removed by the self-consistent technique. Nevertheless, the
problem of a binary alloy presents a simple enough form for
the cumulant coefficients that they can be found in closed
form and summed, for certain classes of diagrams, to all

~orders. This infinite summation of cumulant coefficients

has been done in no other problem to our knowledge, and its
accomplishment here has pointed out the serious divergence
difficulties which can arise in cumulant expansions.



Elliott, Krumhansl, and Leath:

The cumulant expansion technique has been carried out
by Yonezawa and Matsubara (1966a, b) for the electronic
problem, by Leath and Goodman (1966, 1968) for the
phonon problem, and by Matsubara and Kaneyoshi (1966)
for the localized state expansion of the electronic problem.
Basically, Matsubara and his co-workers have used a
generating function for the cumulants, whereas Leath and
Goodman found a closed form for the cumulant coefficients.

The essential difference between the cumulant expansion
and the self-consistent diagram rules of Sec. IITA is that
in the cumulant expansion each interaction point receives a
coefficient P,(c) which is obtained by subtracting from ¢ the
coefficient of all diagrams that can be gotten by breaking the
interaction lines away from the interaction point regardless
of whether the resulting diagrams are included in the particular
approximation that 1s being made at the time. For example,
let us consider the third-order diagram shown in Fig. 59(a).
The multiple-occupancy corrections which are included in
the cumulant expansion to this diagram are shown in Figs.
59(b), (c), (d), (e), whereas Fig. 59(d) is not included via
the self-consistent method when only single-site irreducible
parts are summed (as one can see from the third row of
Fig. 9). Thus, we find

Ps(c) =c¢c—32(1 —¢) — 3 = ¢ — 3¢+ 265 (A1)
However, the contribution from the method described by
Fig. 9 would give the coefficient

c—22(1—¢)—=c—224+=c(1—c¢c)2 (A2)
to this diagram. This difference, Fig. 59(d), and other such
correction diagrams lead to the spurious behavior.

Leath and Goodman (1966) gave an elaborate inductive
argument for the closed form of P,(¢) for all # and subse-
quently (1968) rederived this form directly. They proved
that P,(c) was of the form

Pu(e) = 3 (=)™ i(m — 1) lenS(n, m),

m=1

(A3)

where S(n, m) is a Stirling number of the second kind and
represents the number of ways of partitioning a set of
objects into m nonempty subsets. In terms of the random
variable n; which may be chosen to denote site occupancy by
a B atom, the cumulants or semi-invariants P,(c) are
given by

Pi(c) = <"h> =c
Py(c) = <77i2> — (g =c— ¢
Ps(c) = ) — 3(n2)(ma)+ 2(n:)® = ¢ — 3¢ + 2%

(A4)
[of C"C2 C Cc C-'C2 C-'C2 c CccC
A AL -IA-_AN - 11T
(a) (b) (c) (d) (e)
FIG. 59. (a) A third-order diagram and the correction diagrams

(b)—(e) whose vertex confluence determines Ps(c).
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This closed form is useful for any random occupancy
variable which takes on only two values, as in a binary
alloy, or a spin-} system.

The sum of the single-site self-energy diagrams shown in
column 1 of Fig. 9 is then easily performed via the well
known sum rules for Stirling numbers. (These sum rules can
be found, for example, in the National Bureau of Standards,
Handbook of Mathematical Functions, edited by Abramowitz
and Stegun, 1964.) The result is

29 = X Pu(Q VP9 (AS)
which becomes
o) = — SV _ 1.
z (6) = 1— VP()(G) 2F1{1, 17 2 [VPO(E)] ) C}, (A6)

where oF is the hypergeometric function which has poles at
all nonpositive integral values of its third argument, i.e.,
at [1 — nVP(e)]=0 for n =2, 3, 4, ---. These poles
would correspond to 2, 3, 4, - - - perturbations V located on
one site, i.e., “multiple-occupancy’ of a single site. They are
completely spurious and represent the overcorrection in-
herent in this cumulant expansion method.

The results of Matsubara and Yonezawa (1966) and of
Matsubara and Kaneyoshi (1966) for the localized state
expansion may appear to be different but they are identical.

The essential ingredient discovered by Matsubara and
Yonezawa (1966a) is the generating function for the P,(c),
which follows directly from the definition of cumulant
coefficients. The cumulants of a single random variable X are
defined by

0 "Pn
(exp(aX)) = exp (2”‘7()()) ) (A7)
In our case, (X™) = (") = ¢, so that
| a? ol
(exp(aX)>=1+ac+2~’c+§'c+--- (A8)
or
gla;c) = ii};"’—(g = In(1 — ¢ + ce*) (A9)
n=1
from which it follows that
_ dfg(a;0)]
P(c) = Tl | e (A10)
Then, we find for Eq. (A5) that
Si(e) = Vf” dt exp(—1) [Pi(c) + Pa(c) (Vo)
0
P
+ 29 (ypgye g, (A1)
« dlg(VPot;c)]
- p(—p) =22 = 2
=1(e) Vfo dhexp(—t) “Hm s (A12)
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Si(e) = V/‘“’ i@t exp(—1t)c exp(V Pyt) (A13)

0 1 —c+cexp(VPy)’

which is an integral representation of the hypergeometric
function in Eq. (A6) and thus also contains the spurious
poles.

Matsubara and Yonezawa (1966b) and Leath and Good-
man (1968) have also extended this work to include scat-
tering by pairs of defects. Leath and Goodman (1968)
showed that the pair self-energy so calculated not only con-
tained terms with the spurious poles in the single-site self-
energy corresponding to more than two defects on the same
site, but also produced a new, infinite set of spurious poles
corresponding to the multiple occupancy of pairs of sites by
any number of defects.

It would seem that the lesson to be learned from these
calculations is that one must be very careful in making a
cumulant expansion approximation, especially when one is
trying to renormalize divergences, because the cumulant
expansion can inherently produce spurious new divergences
which are echoes of the physical divergences.

APPENDIX B. LLOYD’S EXACTLY
SOLVABLE MODEL

In 1969, Lloyd demonstrated a model of disorder which
allows for an exact solution of the configuration-averaged
one-particle Green’s function. His model is such that the

» site-diagonal perturbations V(%) at each site are statistically
independent,

evml) = 1L e ), (B1)

where the individual V(%) are distributed according to the
Lorentzian probability distribution

G>(V)~1 T _1[ 1 1
N T 2|V —4iD V44T

AT I ], (B2)

where I'is the width of the Lorentzian distribution centered
at V = 0. (It is trivial to center the distribution at any
other value.) By the configurational ensemble average of
(G) Lloyd means

<Gnm<E)> = J.- 'f Gun(E)m,®(V (r)) dV (7). (B3)
We shall see below that this coincides with the definition
used above of the configuration average. The trick per-
formed by Lloyd at this point is to use the properties of the

Lorentzian distribution to evaluate the multiple (about
10%-fold) integral (B3) exactly.

From the solution (2.99) above for the case of a single
impurity, we note that the one-particle Green’s function
Gum(E, V(1) V(2)--+), where V(r) is the value of the
perturbations on site 7, can be written in the form

Gun(E, V(#)) = Gun(E, V(r) = 0) + G (E, 0)

V(r)
X 1 — V()G (E,0) Grr(E, 0),

(B4)
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where Gun(E; +++0--+) differs from Gum(E; <=V (r)+++)
only in that the perturbation on site 7 is different. In this
form, the integral on dV(r) in (B3) can be performed
exactly. This integral is

1 = 1 !

X Gum(E, <~V (r)+++).

(BS)

The only V(r) dependence in Eq. (B4) is in the last term,
so that one need only evaluate the integral

1 = 1 1
tr) = 2—1;-/_00 av(r) [V('r) —ir V(r) + ir]

V(r)
1— V()G (E,0)°

X (B6)

But G,, is the retarded Green’s function in our formalism
and has a small negative imaginary part. Thus V(r)/
(1 — V(r)G,,) as a complex function of V(r) has a pole in
the upper half-plane. Therefore we evaluate (B6) by
closing the contour about the lower half-plane. This closing
of the contour gives no additional contribution, since the
Lorentzian vanishes at infinity. Thus the integral along the
real axis has its only contribution from the residue of the

pole at V(r) = —1I' which gives

(t(r)) = —iT/[1+ DG, (E, 0)] (B7)
for the integral (B6). Thus formula (B5) becomes

Gum(E, —il). (B8)

Likewise, the remaining 10% integrals in (B3) are trivially
done with the result

(Gun(E)) = Gun(E, —iT, —iT'+++) = Gpn(E + iT, 0)
= Pum(E 4 i), (B9)
which is the perfect crystal Green’s function in which each
state is coarse-grained or smeared with a resolution width T'.

This model very neatly shows the coarse-graining effect of
the configuration-averaging process.

It is interesting to note what happens if one uses Lloyd’s
method of averaging [Eq. (B3)] on the binary alloy where
the distribution function is

eV ()= (1—20)8(V(r) — Va) + cd(V(r) — Vs).
(B10)

The average (Gum(E) ). on V(r) becomes simply

<Gnm(E) >r = (1 - C)Gnm(E, V(l), V(2); s Va-- ')
+ Gum(E, V(1), V(2), +++Vg-++), (B11)

where V4 and Vg appear in the rth position. Likewise, the
remaining 10% integrals can be done again with the final
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result
(Gnm(E)> = (1 - 6>NGﬂm(E3 VA, Va-- °)
+ 6(1 - C)N—lGnm(E’ VA, VA’ . .VB’ . )
e CNGnm(Ey VB7 Ve-- ')7 (B].Z)

where the first term contains the Green’s function for the

perfect A-atom lattice (of N sites), the second term sums
over N possible positions of a single B atom in the A-atom
lattice, the third term sums over all possible configurations
of two B atoms, etc. For large NV the central limit theorem
clearly applies, and essentially the term with the actual
concentration of B atoms dominates, namely, the term

<Gnm(E) >N _— CCN<1 — C) (1—c)N

>< Z Gnm(E; EA) EA) °c
g (B13)

"EB, EB"')-

But in the limit of large NV we find, using Stirling’s formula,

Ne\¥B [Ns\Va
N (1 — ¢) 40N = (_]VI}) (7\75) N

NplNa!
N!

(B14)

which is the inverse of the binomial coefficient giving the
number of terms in the sum (B13). Therefore Lloyd’s
method, as applied to the binary alloy, clearly establishes
the formal equivalence of integrating over the distribution
of V(n) at each site and using ensemble configuration
averaging which has more generally been in use. It also
justifies the use of the grand ensemble average (exact con-
_servation of the numbers of atoms of each species is
not necessary) in disordered systems. Unfortunately
Lloyd’s method gives nothing more than this identity for the
binary alloy, in marked contrast to the case of the Lorent-
zian distribution of Lloyd’s model.

A primary purpose of Lloyd’s paper seems to have been
to show, from his exact calculation of the configuration-
averaged one-particle Green’s function, that no localized
states exist. This proof is wrong, as was discussed above, in
Sec. IIE4, since the averaging of the one-particle Green’s
function averages away the information on localization con-
tained in the phase of the Green’s function. On the other
hand, a calculation of the conductivity which involves
(G(E+)G(E—)), as had recently been attempted by
Saitoh (1971), can yield this information. Unfortunately
Lloyd’s model is not so easily solved for this two-particle
Green’s function since G(E+) and G(E—) have their
poles in opposite halves of the complex plane, so that closing
the contour in either half plane encloses a real physical pole
(corresponding to the real vertex function) so that all 102
integrals are not so easily done. Thus Saitoh was only able
to reach very limited conclusions about the conductivity.

APPENDIX C. SYMMETRY TRANSFORMATION
IN SIMPLE CUBIC CRYSTALS

In this appendix, we show how the 7 X 7 matrices
encountered in the treatment of the simple cubic lattice may
be reduced to block-diagonal form (Wolfram and Callaway,
1963; Pepper, 1972). The matrices we are concerned with
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all have the following form:

AOO AOI AOI A01 AOI AOl AOI
An Au Awp Az Az A A
An A An A A A A

A= Ay Ay A Au Aw A Apl, (C1)
An A A A An A A
An A A A A An A
A Az A Az Az An

where O signifies the central atom and 1 a neighbor; Az is
the element between a pair of opposite neighbors, and A;3
between nearest neighbors on the first coordination sphere.

Any matrix like A may be block-diagonalized by a uni-
tary transformation S:

10/, 0 0 0] 00
0a|l 8 0 0] 04
0 al=6 0 0| 0d

S=10 a| O b 0] ¢ e, (C2a)
0 a|] 0 —& O] ¢ e
0 a| O O b| —c e
0 a|l 0 0 —b| —c e

where

a=1/(6)"  b=1/A2

=1/2 d = 1/V3. (C2b)

The first two such symmetrized modes are s-like, the next
two are p-like modes, and the last two are d modes. The
effect of transforming A by S is as follows:

STAS
A (6)240 ;
(€)1 dn A
4, 0 0O
- 0 4, 0 | :
0 0 A,
0 A

(C3)
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with

As, = All + A12 + 4A13
A;a = All - A12

Ad = A11 + A12 - 2A13. <C4)
It is also necessary to be able to construct the Fourier
transform A4 (k) from the s, p, and d components of A.
If we write the s block as
Aw® Ao’
A, =
Ao® Ay’

(C3

then we may invert (C3) and (C4) to obtain the ordinary
space components Ao, A1, etc. in terms of 4, 4,, A4, and
so produce the Fourier transform:

A(k) = AOO + 6A11 + 12A01'7k + 6/11272}; + 24A13Pk

= [Ao® + 2(6)240° vk + A1*(1 4+ varc + 4T%)

+ 34,(1 — yar) + 244(1 + v — 2T%)
= 4,(k) + 34,(k) + 24.(k), (Co)
where
vax = (1/6) 2 exp(ik- Ap)
A1z

T = (1/24) 3 exp(ik- Au). (C7)

A13

It will be useful to express the quantity T'x in terms of vy
and vi. Squaring yx we obtain:

vi2 = §{cos(2k,a) + cos(2kya) 4 cos(2k.a)

+ 2[cos(k.a) cos(kya) + +--1}. (C8)

Now TI'y may be written as a sum of terms like
cos(k,a) cos(kya),
and so Eq. (C8) may be rearranged as
vi2 = (1/18) {cos(2k.a) + cos(2kya) + cos(2k.a)}
+ % + 3%, (C9)
whence
Ty = v — (v + 1).
Using this in Eq. (C6), we obtain
As(k) = Ao’ + 2<6>1/2A0137k + Au- o1
Ap(k) = Ap- (1 — vax)

Aa(k) = Aa-§(1 + vax — 2m?). (C11)
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