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Chapter 1

Overview of lattice dynamics calculations

1.1 Introduction

The subject matter of this thesis is the lattice vibrational properties of disordered binary
alloys. The varied chemical and physical properties of alloys pose a stimulating challenge
to physicists and, for a thorough understanding of these diverse physical phenomena, a
sound theoretical frame work is necessary. Disorder in alloys may appear in various forms
like topological, substitutional, positional and so on. In this work we shall be concerned
with substitutional disorder only. Atoms in alloys with substitutional disorder sit on an
underlying crystalline lattice but the lattice sites are occupied by the constituent atoms

randomly with varying degree of statistical correlations.

Let us focus our attention on disordered binary alloys. When atoms of different masses
and force constant matrices alloy substitutionally in a crystal, there are, in general, three
types of changes to the system Hamiltonian : diagonal disorder arising from the mass

difference m 4 - mp; off-diagonal disorder arising from differences in the force constant

matrix ®;; (where j is some neighbouring sites of 7) which can take values @f}A, 4P or
BB.
BB,

matrix ®;; which is related to its environment by the sum rule ®; = —>, ®;;. Unlike

and environmental disorder arising from the diagonal term of the force constant

the electronic problem, such types of disorder are coupled in the phonon problem. This
necessitates careful reformulation of the usual ideas of dealing with disorder problems

with statistically independent variables.

A discussion of the vibrational properties of alloys will certainly require a digression

on lattice dynamics calculations. We shall frame a brief overview of the phonon problem.
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Let us begin by considering system consisting of N, ion-cores bonded in a solid by N,

valence electrons. The many body Hamiltonian is :

2

H Zf 30 e3P () + Vi) (R + Ve (R))

= 1

where V.., Vyn and V,y are the Coulomb interactions between the electrons, the ions

themselves and between the electrons and ions. We can group the terms as follows :
H=H,+ TN({R}> + VNN({R})

where Ty is the kinetic energy of the ion-cores.

Schrodinger equation for the total Hamiltonian H is :

H U({r},{R}) = E ¥({r},{R}) (1.1)

Since the time scale corresponding to electron dynamics is much smaller than that of the
ions, we can carry out the Born-Oppenheimer or adiabatic approximation which assumes
that during the short time the electron dynamically evolves, the ions are frozen or sta-

tionary. This allows us to solve the electronic problem with a fixed ion-core configuration.

He ¢n({r}, {R}) = E.({R}) on({r}, {R}) (1.2)

Using the separability condition on the wave-function we may write :
U({r},{R}) =>_O0.({R})on({r}, {R}) (1.3)
Substituting Eqn. (1.3) in Eqn. (1.1) we get

[T + En({R) + Vi ((RD] ©,({RY) + X A ({R}) ©,({R}) = B ©,({R}) (1)

where 2 5
2 ~ong; [Aam

with

82
A= {6ml5ol60) Bl = (Gl 5z 10n)
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The adiabatic approximation now neglects the second term in the right hand side of Eqn.
(1.4) :
Ty + En({R}) + Van({R})| ©m({R}) = E ©,,({R}) (1.5)

The effect of the term A,,,, which we have neglected under the adiabatic approximation
is to couple the nuclear states ©,,({R}) pertaining to different electronic states and they

allow non-radiative transitions between the electronic states.
The Born-Oppenheimer Hamiltonian for the ion-cores is given by Eqn. (1.5) as

I % P?
H = crr({R})
£ 9M,

with potential energy
o2

Veff({R}) {R} + Z |RI — RJ‘ (1'6)

I>J
The potential energy is a minimum for a configuration which is the equilibrium lattice.
In terms of the basis vectors a;,as,ag let the equilibrium position of the ions are denoted
by R? as :
RY = la; + lhas + l3a3
where [1,l5,l3 are any set of integers (+ve, -ve or zero).

Now as a result of thermal fluctuations at finite temperatures, the constituent atoms
in a crystalline solid execute small oscillation about their equilibrium positions. Let the
displacement of atom from its equilibrium position be u(Ry,t), so that the displaced
position is

R; =R7+u(Ry,1)
For small oscillations, we may expand the potential energy in Eqn. (1.6) in powers of
displacement. The series may be expected to converge rapidly if the displacements are
small compared to inter-atomic spacing.
Vers(R) = Verp(Ro) + 5 ZZ 5%(;[‘/55;@])

1J pv

. UM(R[)U,/(RJ) + ... (17)

This is the harmonic approximation. The equation of motion then becomes :

WVeys((RY) -~ _PVers({RY)
ou,(Ry) o Ou,(Ry)0u, (Ry) |,

Myii,(Ry) = —

u,(Ry) (1.8)
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Let us denote

_ PVggl(RY)
PR ) = 5 TR o, R,

P, (R, R;) are the force constants which satisfy the following conditions,
L (I),uzx(RIa RJ) - (I)V,u(RJa RI)

e The translational symmetry of the lattice requires

(I)ul/(Rb RJ) = (I)VM(RI - RJ)

e If we wish to eliminate the uniform translation mode, then Eqn. (1.8) gives the

following condition on the force constants :

Z(I)HV(RI — RJ) =0 = (I)HV(O) = — Z (I);w(RI — RJ)
J JAI

Let us choose a monochromatic oscillatory solution of Eqn. (1.8) as :

1 .
U(R, t) - ez(k.R—wt)6

VN
This leads to the equation :
[Mw? — D(K)| e =0 (1.9)

where D is a Hermitian matrix called the Dynamical matrix whose elements are given by
Dy (k) = Z ®,.,(R) e R
R

Equation (1.9) represents a set of three linear homogeneous equations in three unknown
e, (v=1,2,3). The three solutions w,(k) (p=1,2,3) for each value of k are obtained by

finding roots of the determinental Secular equation :
det(Mw? —D) =0

The relation between the frequency w and the wave-vector k for a polarization index p is

known as the dispersion relation.
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1.2 Lattice Green function and dispersion curves

The basic problem of the theory of phonons in a most general 3-D realistic system is to
solve a secular equation of the form of Eqn. (1.9). The Green function corresponding to

the displacement vector € is
Gon(k,w?) = {n] (Mw? ~ D(K)) " |n) (1.10)

where the mass operator M and the dynamical matrix operator D in terms of a tight

binding representation is given by
M = ZmR(SW P R

RR/

Equation (1.10) can also be expressed in the form
Gunlk,w?) = (n] (T~ H(K)) " |n,) (1.12)

where n, = M~2|n) and H(k) = M~/2DM~1/2,

The spectral function can be calculated by just taking the imaginary part of G, (k, w?).
The dispersion relation can then be obtained by simply finding the peak positions of this
spectral function for each wave-vector k along a particular symmetry direction for the

concerned lattice.

1.3 Experimentally observed quantities

1.3.1 Density of States

The vibrational (phonon) density of states p(w) is related to the mass weighted displacement-

displacement Green function as

Z/B d?’_k SIm Tr{GA(k,uﬂ)}} (1.13)

7z 873

where A labels the particular normal mode branch, the integration is over the entire Bril-

louin zone (BZ) and G is given by Eqn. (1.12). The expression holds good if one gets the
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normal mode easily [Maradudin et al 1971]. But in disordered lattices, the identification
of normal modes seems to be difficult because of lack of translational invariance. The
evaluation becomes even more difficult in the reciprocal space representation. However
under the theoretical framework of our formalism combined with the recursion method, it
comes out to be tractable with quite a good accuracy. The recursion method is explained

in the following Section 2.4.

1.3.2  Coherent structure factors and phonon lifetimes

Experimental determination of the phonon dispersion and line widths are from the coher-

ent scattering structure factors defined as

coh

SA (k,w?) = —%%m [Tr{b G*(k,w*)b}|

where b stands for the scattering length operator related to the scattering length of
the nucleus of atoms. The actual dispersion curves comparable to the experiments are
obtained by finding the peak positions for these structure factors for each phonon modes

along various symmetry directions.

The disorder induced effects make the coherent structure factors look like Lorenztians.
The phonon lifetimes are obtained by just taking the inverse of full widths at half maxima

of these Lorentzian shaped structure factors.

1.3.3 Inelastic Neutron Scattering

The formal expression for the inelastic cross-section for the scattering of thermal neutrons
from an initial state labelled by k to a final state k’ with a change of energy F = hw =
%(l{:2 —k"?) and a change of wave-vector q = k—k’ +Q , where Q is a reciprocal lattice
vector is:

d*o 1 K

b = avi g o 6" (We Sm G (@) We) n(w) exp {iq- (R~ R)}
R R ap

where Wg = wg {exp[—(1/2){(q - ur)?)w]} and wg is the scattering length of the nucleus
of an atom sitting at R, its equilibrium position, and ug(t) is its deviation from equilibrium

at the time t. n(w) is the Bose distribution function.
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The total inelastic neutron scattering cross section consists of a coherent and inco-
herent part. The coherent part is related to a weighted average over the displacement-
displacement correlation function. It allows a direct measurement of G(k,w) and gives the
most detailed experimental information about phonons in mixed crystals. However the
incoherent scattering cross section is related to a weighted average of the single site Green
function and hence to the density of states. The separation of the total inelastic neu-
tron scattering cross section into the coherent and incoherent part for a perfect crystal is
quite straight forward and the theory has been set up on a rigorous basis [Sj6lander 1964,
Lovesey and Marshall 1971]. However we must make the same statement for disordered
alloys with more care. This is because the theory of neutron scattering in random alloys
require two basic inputs : first is the formulation of the problem and second its actual
numerical implementation in realistic situations. In chapter 5 we shall discuss a multiple
scattering diagram technique to suggest how to separate the coherent and incoherent part

of the total inelastic scattering cross section for disordered binary alloys.

1.3.4 Thermal Conductivity

The Kubo formula which relates the optical conductivity to a current-current correlation
function is well established. For the case of an electron in an electro-magnetic filed, the
Hamiltonian contains a term j - A(r,t) which drives the electrical current. For thermal
conductivity we do not have a similar term in the Hamiltonian which drives a heat cur-
rent. The derivation of a Kubo formula in this situation requires an additional statistical
hypothesis, which states that a system in steady state has a space dependent local tem-
perature T'(r) = [kpB(r)]~'. The expression for the lattice thermal conductivity has been
discussed in great detail by Allen and Feldman 1993. Keeping in mind the heat conduc-
tion through a solid due to the existence of a temperature gradient, the formal expression

for the lattice thermal conductivity is given by the Kubo-Greenwood formula as :

k(w,T) =
?ﬂr% ; /dw’ %Tr [ g“(k, T)%m{G(k,w’)} g”(k, T) %m{G(k, an w)}}

(1.14)
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where the summation is over the direction indeces, the integration is over the entire
Brillouin zone, S is the heat current operator given by the following expression :

~ h
Ssﬂ/(k) = 5 (wk7+wk¢) V‘;W,(k, T)

where w’s are the eigen-frequencies of various modes of vibration labelled by ~,~'. k is the
reciprocal wave-vector and v is the phonon group velocity which depends on temperature
via the Bose distribution function n(w,T’). Also G is the Green matrix in the reciprocal

space representation.

For disordered materials, we have to calculate the configuration averaged lattice ther-
mal conductivity, which require the average of the product of four random functions as
in the right hand side of Eqn. (1.14). The evaluation of such an average purely analyt-
ically is extremely cumbersome, however a multiple scattering diagram approach makes
this calculation quite simpler. We shall discuss this calculation in detail in chapter 6 for

disordered binary alloys.

Although a direct comparison of the theoretical result (based on the lattice conduc-
tivity) with the experimental data for the thermal conductivity is difficult, because the
experimental thermal conductivity also has a component arising out of the contribution
from electrons. We have nevertheless compared the two results in chapter 6 subtracting
a hypothetical electronic contribution using the Wiedemann-Franz law in our theoretical

framework.

1.4 The Recursion Method

We shall now describe a powerful technique for the calculation of the Green function
and the related quantities described in the previous section. The Recursion method
was introduced by Haydock et al 1972 to deal with systems without lattice translation
symmetry and has since proved to be one of the important calculational techniques in

this area.

It has been argued by Heine (Heine 1980) that many of the properties of solids are de-
pendent on the local chemistry of the atoms constituting the solid. He enunciated a black

body theorem for such properties, which essentially states that the very far environment
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of an atom in solid has very little influence on its local chemistry. In other words the
physics is better understood by means of a solution that explicitly accounts for the role
of local environment. The recursion method introduced by Haydock et al 1972 is a lucid
approach in this direction. It expresses the Hamiltonian in a form that couples an atom

to its first nearest neighbours, then through them to its distant neighbours and so on.

The central idea in this method is to calculate the physical quantities of interest by
expressing themselves directly or indirectly as a diagonal matrix element of the Green
operator. The recursion method is simply a tool for the calculation of the diagonal
matrix element of the resolvent operator by transforming the original Hamiltonian to a
tridiagonal representation. Starting with |¢;,) = |0), an initial phonon mode basis or a
suitable combination of modes, which define the physical quantity to be calculated at the

site i, we construct a new state |1) as
bi|1) = H|0) — ae0)

The whole set of orthogonal states are generated by the following three term recurrence
relation :

bor1ln+ 1) = H|n) — ay|n) — by|n — 1) (1.15)

a, and b, are the coefficients to orthogonalize H|n) to the preceding vectors |n), |n — 1)
and b, is the coefficient to normalize |n + 1) to unity. by is assumed to be unity. In the

new basis the Hamiltonian matrix elements are

(n|H|n) . (n —1|H|n) S nlHlm) = 0 1.16
Ty O Tl D (n|H|m) (1.16)

The Hamiltonian H in the new basis has the following tridiagonal form :

Qo b1 0 0 0
b1 aq b2 0 0
0 b2 a9 bg 0
0 0 bg as b4
0 O

For systems where the lattice symmetry breaks down, we can not apply Bloch’s theorem,

so we take recourse to an alternative approach to calculate the vibrational properties



Chapter 1. Vibrational properties of disordered systems 10

instead of solving Schrodinger equation. In this approach, properties are extracted from
the corresponding Green function of the system which is defined as the resolvent of the
Hamiltonian :

G(z)=(zI-H)™!

In the recursion method, we use the same approach and calculate the diagonal elements
of the Green function which is directly related to the density of states, spectral function,
structure factors etc. and most of the material properties follow thereafter. The starting

state of recursion is then :

0) = [R, )

where R indicates the position of the R-th unit cell and « the Cartesian direction. The

diagonal element of the Green function by definition is,

_ M, (E) 1
Goo(E) = (0(EI—H)'0) = =
where My and M; are the determinant of the matrix (ET — H)™! (represented in the
new basis {|n)}) and the determinant of the matrix obtained from the original matrix by

deleting the first row and column respectively.

Using Cauchy’s expansion theorem,

My (E) = (E—ap)Mp1 — b721+1Mn+2
b2
Rpyn = E—a, — 2L (1.17)
Rn+2
This suggests that it is possible to express the Green function as a continued fraction

expansion characterized by a set of coefficients,

Goo(E) = 2 (1.18)
E— ag — 1

E—G,l—

E—CLQ— b2

E — qa — 4%
as

where the coefficients {a,} and {b,} are the ones appearing in the tridiagonal matrix H.
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1.4.1 Termination of the Continued Fraction

The recursive calculation described earlier gives rise to a set of continued fraction coeffi-
cients {a,,b,}. In any practical calculation we can go only up to a finite number of steps,
consistent with our computational process. If one tries to model an infinitely extended
system, the recursion algorithm after n-steps contains contributions only from a central
cluster of O(n?) atoms. For numerical purpose, this limits the number of atoms that can
be modeled, and also implies that one is always studying a finite system. The terminat-
ing continued fraction obtained in this process yields a number of isolated bound states,
appropriate for a finite cluster. For most purpose this is an unphysical approximation
to the problem under investigation and one needs to overcome these finite size effects
by embedding the cluster in an infinite medium. Mathematically a suitable terminator
should be appended to the continued fraction so as to obtain a Green function with a
branch cut, rather than a set of simple poles. Several terminators are available in the
literature which reflects the asymptotic properties of the continued fraction expansion of
the Green function accurately. The advantage of such a termination procedure is that the
approximate resolvent retains the analytic properties of the Green function, called the

Herglotz properties which are as follows :

e All the singularities of G(z) lie on the real z-axis.
e Sm [G(z)]>0 when Sm (z)<0 and Sm [G(z)]<0 when Sm (z)>0.

e G(z)— 1/z when Re(z)— oo along the real axis. Terminator preserves the first

2n-moments of the density of states exactly.

In case the coefficients converge, i.e. if |a, —a|] < €, |b, — b < € for n > N, we may
replace {a,, b, } by {a, b} for alln > N. In that case the asymptotic part of the continued

fraction may be analytically summed to obtain :

T(E) = (1/2) (E —a—/(E—a)? - 4b2>

which gives a continuous spectrum a — 2b < E < a4 2b. Since the terminator coefficients

are related to the band edges and widths, a sensible criterion for the choice of these

asymptotic coefficients is necessary, so as not to give arise to spurious structures in our
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calculations. Beer and Pettifor 1984 suggested a sensible criterion : given a finite number
of coefficients, we must choose {a, b} in such a way so as to give, for this set of coefficients,
the minimum bandwidth consistent with no loss of spectral weight from the band. This
criterion is easily translated into mathematical terms. The delta functions that would
carry weight out of the band must then be situated exactly at the band edges. We
thus demand that the continued fraction diverge simultaneously at both the top and the

bottom of the band.
At the band edges : T'(a & 2b) = +b so,

2
< Gla+2b) >= ] bi/4 2/
ib—§(a1—a)— 7 2 27
:tb—i(ag—a)—' 3
‘ b3, /2
+b— (ay —a)
For a given a, the (N+1) eigenvalues of the finite tridiagonal matrix :
s(a1 —a) by 0o ... 0
%bg %(CLQ—Q) %bg 0
0 by 0
7w

%b]\[ (a N — CL)
are values at which the Green function diverges. The maximum and minimum of this set
of eigenvalues are those values of b for which spectral weight has just split off from the
band. Thus our choice of a is that value for which the maximum eigenvalue is the largest
and the minimum the smallest. Since the continued fraction involves b? then,
be = SUpP baz(ac) = inf |bpin(ac)|
{a} {a}
With this choice the terminator T'(E) has all the Herglotz properties required. Luchini
and Nex 1987 further modified this by replacing the “butt joining” {a,,b,} to a,b by a
smooth linear interpolation :
G, br, n <n
(a,(N—n)+a(n—n1)]/(N—n1) ni<n<N
(by(N —n)+0b(n—n1)]/(N—=n1) ni<n<N
a,b n>N

ambn -
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They argued that most of the possible spurious structures are removed by such interpo-

lation. In our work we have used these two ideas to estimate the terminator.

1.4.2  Block Recursion and the Self Energy Matrix

Although our initial focus during the ongoing work was on the Green function, coherent
structure factors, complex dispersion relation and phonon lifetimes (Chapter 4), we also
propose to study the inelastic neutron scattering cross section (Chapter 5) and the thermal
conductivity (Chapter 6) of disordered alloys. These further studies require the full Green
matrices and not only the diagonal elements (as discussed in the previous section). We
shall introduce here a generalization of the recursion method of Haydock et al 1972.
The block recursion technique had been introduced earlier by [Godin and Haydock 1988
, Godin and Haydock 1992] in the very different context for obtaining the scattering S-
matrix for finite scatterers attached to perfect leads. We shall borrow their ideas and
set up a block recursion in the space of vibrational modes in order to obtain the Green

matrices directly.

The recursion method essentially starts from a denumerably infinite basis and changes
the basis to one in which the dynamical matrix (or the Hamiltonian, in electronic prob-
lems) is tri-diagonal. In the block recursion we start from a matrix basis of the form :
{\Iff]nglﬁ}, where J is the discrete labeling of the lattice sites and the «, 3 labels the Carte-
sian directions (i.e. the modes of vibration). The inner product of such basis is defined
by :

(v, w0m) = 325 vt v, = N

J B

We start the recursion with a state {ﬁfsl(lﬁ} The remaining terms in the basis are recur-

sively obtained from :

Z ‘I’%B/B% = >3 Hyasp? 08 Z ‘I’Jagf
J/ 6/

(nt1) p(ntf - (n)  4(n) (n=1) p(n)
%:q]]aﬁ’ Bﬁlﬁ — ;;HJOQJ//B/‘IIJ,,ﬁIIB_%’:WJ,OZBIA,B,ﬁ_;l:[]],aﬁl BIB/IB (1.19)

where H = M~Y/2 D M~"/2 with M and D given by Eqns. (1.11).
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Orthogonalization of the basis gives :
n)T n n
SN WG Hap e Ve = 3 NG AG
J 6/ Jl 6// 6/
In matrix notation, where matrices are in the vibrational mode («/3) space :
—1
AW = (NS e H, v (1.20)
J
Next, we note that we had started with a orthogonal basis set of rank J,.: X Qumaz-

The above procedure merely gives J,,,, basis sets. We still have orthogonality conditions

among the various columns of \I/S"(lﬂ In order to impose these conditions, consider

Eras =Y Hjya, J’ﬁ"I’J/ﬁﬁ Z‘I’Jaﬁ/ A Z‘I’Jaﬁ/ B
J/ /8/

Construct three column vectors 55@ out of the three columns of =;,5 and set about to

Gram-Schmidt orthonormalizing the set :

&) = By, = By =Y ey
oJ

€7 = v But v B = Ba = O] 5 Bh =360l - B
aJ
PP I
£ = Z ¥ By = Bim Z%g (k<m); B2, =S mem S g2
=1 aJ k=1
(1.21)

where m stands for the total number of vibrational modes.

We may now construct \Iff,":ﬁl ) out of ¢§a and note that By, is indeed the matrix

B+ e are looking for.

The Eqns.(1.19)-(1.21) show that we may calculate the matrices {A™ B} recur-
sively, noting that B = I and B® = 0. In this new basis, the Hamiltonian is block
tri-diagonal and the Green matrix can be written as follows :

() — 21 _ A _ pOt+)i (n+1) pn+1)] !
G w IT—A B G B

<G> = GW (1.22)
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The terminator which replaces the asymptotic part of the matrix continued fraction is
that which is used by Godin and Haydock 1992. We calculate the matrix coefficients up
to a n = Ny and approximate at coefficients > Ny by A and B. We then write for a
N> Ny :

GM = [(w?—isy]
and then iterate :

-1

G" = vl — A — Bf GV B|

for n > N,

A judicious choice of § (0.001) and N (5000) gives a smooth density of states from the

diagonal part of the Green matrix. The self-energy follows from the Dyson equation :

> =g! - G! (1.23)



Chapter 2

Configuration Averaging in Disordered systems

2.1 Introduction

In this chapter we shall introduce the concept of averaging in configuration space and
also describe the augmented space method, which is a powerful technique for carrying
this out. In subsequent chapters we extend this formalism for application to the problem
of phonon excitations in disordered alloys. The concept of averaging over all possible
different states of a system is well understood both in quantum mechanics and statistical
physics. However for a disordered system, we have to carry out averages for physical
observables over different configurations. But the questions is, “ Why do we wish to carry
out such averages 7 7. The problem will be clearly understood if we analyze a specific
example. Suppose an experimentalist is carrying out an energy resolved photo-emission
study on a disordered metallic alloy. By varying the energy of his incident photon , he
can map out the density of states of valence electrons for the alloy. If he carry out the
experiment on ten different samples of the same alloy, he should obtain slightly different
results. This is because the alloy is random and different samples will have different
atomic arrangements of its constituents. What the experimenter actually observes is an
average result ; averaged over different realizable configurations of atomic arrangements
in the alloy. The same is true for other bulk properties like specific heat, conductivity and
different response functions. However if we measure local properties with local probes,
the situation is quite different. Configuration averaging will be meaningless if we wish to

look at the local properties.

Another point of interest is “ Why do we observe configuration averaged results even

16
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Figure 2.1: Schematic diagram illustrating spatial ergodicity. Each subsystem shown here
resembles a configuration when the size diverges. The composition shown here is 45% -
55%

in a single sample ? ” To understand this, we must examine the idea of spatial ergodicity.
We visualize a macroscopically large system as made up of subsystems each of which
resembles a configuration of the system. Spatial ergodicity implies that in the limit of
size and the number of subsystems becoming infinitely large, the subsystems of a single
sample exactly replicates all its possible configurations. A global property which averages
over the subsystems becomes the same as the averages over all configurations. This is

schematically shown in Figure 2.1.

2.2 Mean field theories of disorder : an outline

In this section we shall briefly discuss the conventional mean-field theories for configura-
tional averaging. We shall also discuss the limitations of these theories and their probable
generalizations. Although it is not our intention to review these, only a brief description

will be given and we shall emphasize the merits and demerits of each of these approaches.

Among the various existing theories, we confine ourselves to the crudest approxima-
tion, namely the Virtual Crystal Approximation (VCA) and the most successful single-site
mean-field approximation : the Coherent Potential Approximation (CPA).
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We start from the secular equation for phonons :
(Mw? —D)e=0

The Green function G(w?) corresponding to the displacement vector € is
1

Grn(w?) = (n] (Mw? = D) |n)

where the mass matrix M and the dynamical matrix D in terms of Andersen tight binding

representation is given by :
M = ZmR P R(S;w
R

R RR'

M and D refers to the diagonal and off-diagonal parts of the secular matrix.

In general both the site diagonal and off-diagonal matrix element can be random. The
assumption of diagonal randomness is viable in the electronic problem, in cases where the
spatial extension of the tight-binding basis of representation is sufficiently small. However
off-diagonal disorder is certainly present in the problem of phonons, due to the randomness
in the dynamical matrices When the disorder in diagonal as well as off-diagonal part of
the Hamiltonian are of the same order and are correlated (as in the theory of phonons),

the problem is difficult to deal with.

2.2.1 The Virtual Crystal Approximation

In the VCA it is assumed that the random variations of mg and Dgg (in Eq. 2.1) are very
small. The simplest possible approximation is to replace mg and Dgg by their averages
< m > and < Dgpr >, so that :

VCA
Mess™ = %:<<m>>” Pr O

DXfC];A = %:<<DRR >>MV PR+%:RZ7;R<<DRRI >>MV TRR/

The effective secular matrix is averaged and does not have any randomness. In this
approximation we clearly miss out any scattering caused by the random components of the
secular matrix about the average value. This approximation is crude and is nowadays used

as the starting point of iterative calculations of more sophisticated mean-field theories.
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Figure 2.2: A schematic diagram for the self-consistency of the CPA

2.2.2  The Coherent Potential Approximation : its limitations and gener-
alizations

Let us begin from a random secular matrix in which the randomness is in the mass element
only. For example, mp can take the values m 4 or mp and we replace Drgr by < Dgr >.
In the coherent potential approximation, the basic underlying idea is to obtain an effective
secular matrix S.s¢(z), which is lattice translationally symmetric and the representation
of its Green function G¢//(2) = S.;;(2)~! is a good approximation to the averaged Green

function of the random Hamiltonian. < G(z) >= G¢//(z)

VCA secular matrix also satisfies the lattice translation symmetry property, but is not

a very good approximation.

In general such an effective CPA secular matrix S.f(z) is both complex and frequency
dependent and hence not hermitian. We should make sure that the Green function G¢//(z)
constructed out of it must satisfy the necessary Herglotz properties. The effective secular
matrix may be written in the form :

Serr(2) =Y E(z) Pr+Y. Y < Dgp > Trr
R R R'#R
E(z) =< m > 2°— < Dgg > +%(2), the correction to the VCA i.e. X(2) is called the

self energy.

The self-energy is found by the following argument : Let us consider a system in which

we replace the secular matrix at every site by the effective secular matrix, but keep the
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exact random diagonal part of the secular matrix at any one site (see Fig. 2.2). We can
calculate the Green function at that site for this single impurity system (average of the
left figure in Fig. 2.2). The average of this Green function over that one site should be

the configuration averaged Green function (right figure in Fig. 2.2) :
€ Gip(@?) > @ = GHl(") = < Gralw?’) >

This is an implicit equation for the self-energy, which occurs on both sides.

This MCPA (i.e. mass CPA in case of the phonon problem) works well when mass
difference of two components of a binary alloy is small and it becomes inadequate when ¢ =
|AM| w?/|Z | is large (Z = co-ordination number for the concerned lattice ; ®= average
force constant). It is clear from the above formulation of the CPA, that it can explicitly
deal with the disorder in one site only. It cannot take into account the configuration
fluctuation effects due to two or more sites. Nor can it properly take into account off-

diagonal disorder. We list the following limitations of CPA :

e CPA can not correctly deal with the off-diagonal disorder (i.e. the randomness in

the force constant matrices involving two or more sites).

e Short range ordering effect due to chemical clustering or segregation cannot be taken

into account.

e The effect of random (or statistical) clustering which is particularly important in

impurity bands is totally absent.

e Experimentally, it has been found that the local modes show some fine structures
which are lost in MCPA.

e The MCPA fails to give correct band widths.

These limitations of the CPA point toward a need to generalize the single site CPA.

Throughout the seventies of the last century there have been various suggestions of
ways of generalizing the CPA to take into account the effect of random clustering, off-

diagonal disorder and short range ordering effects for the multi-site scattering. As far
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as off-diagonal disorder is concerned, several authors have proposed schemes for gener-
alizing the CPA and their approaches include geometrically scaled off-diagonal disorder,
linearly scaled off-diagonal disorder and independent diagonal and off-diagonal disorder.
Majority of these approaches suffer from the different kinds of drawbacks : first there is
no reason why the off-diagonal part of the dynamical matrix should scale either as the
geometrical mean or the arithmetic mean of the individual constituents dynamical matrix.
Secondly, in most cases the proposed generalization violates translation symmetry of the
configuration averaged quantities for homogeneous disorder. Finally, and most seriously,
the approximate configuration averaged Green functions violate the essential Herglotz

analytic properties required to produce physically acceptable results.

In all the previous approaches, the dynamical behaviour of the system was described
by a secular matrix (or Hamiltonian, in case of electrons), suitably set up, whereas the
statistical behaviour was imposed, as it were, from outside by allowing the secular matrix
elements to vary randomly according to some prescription. The secular matrix, by itself,
does not describe the full statistical behaviour of the system completely. If we were to
augment the secular matrix to include the information about the statistical distribution
of its random elements, we would possibly have in our hands an easier tool to describe
configuration averages. The Augmented space formalism of Mookerjee 1973 does exactly
this and has proved to be one of the powerful techniques in this area. We shall describe

this method in some detail in the next section.

2.3 The Augmented Space Formalism

2.3.1 The Configuration Space

We shall begin by clarifying the mathematical concept of the configuration space of a
set of random variables. The idea of a space of configurations is quite familiar to those
working with the Ising model, for instance. This model consists of a set of spins {or}
arranged on a discrete lattice labelled by {R}. Each spins can have two possible states
or configurations : | Tg) and || g). The collection of all linear combinations of these two
states i.e. {a| Tr) +b|lr)} is called the configuration space of {og}. It is of rank 2 and
is spanned by the states {| Tr) , |lr)}. Let us call this space ¢g.
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The set of N-spins then have 2%V possible configurations, each of which can be written
as a sequence of m-up states and (N-m) down-states. The number (N-m) is defined as
the cardinality of the configuration and the sequence {C} of sites {Ri1, Ri2, Ris, ... Ry}
where the down states sit is called the cardinality sequence of configuration. For example
take a particular configuration of 6-spins {11 |2 T3 |4 |5 l¢}. It has a cardinality 4 and
a cardinality sequence {2 4 5 6}. Another configuration {|; T2 T3 l4 |5 le} also has
cardinality 4 but its cardinality sequence is {1 4 5 6} which is distinct from the previous
one. For a set of N-spins, the configuration space @ is of rank 2% and can be written as

the direct product of the configuration spaces of individual spins

d=1]¢r

R

For spins having n > 2 numbers of realizations, It is quite straight forward to generalize
these ideas. The configuration of an individual spin can be labelled as |kr) where kg =
1,2,...... ,n. The rank of ¢ is now n. Also the set of N-spins will have n?¥ possible

configurations.

We can now translate our ideas from spins {ogr} to the random occupation variables
{ngr} for a tight binding model of a binary alloy. The occupation variables associated
with a site take the values 0 and 1 when the site is occupied by an atom of the A or B
types. We can immediately visualize the configuration space of the Hamiltonian variable.
Whenever a set of random variables {ngr} have a binary distribution, their configuration

space is isomorphic to the one for a collection of Ising spins.

We may now set up the secular matrix for the vibrational problem in a substitutional

binary alloy in terms of the occupation variables :
S(w?) =M w? — Dy — D,
with
M = % {manr +mp(l —ng)} . Pr
D, = —> D% Pg
R

Dl = ZDIR TRR/ (22)
R



Chapter 2. Configuration Averaging in Disordered systems 23

and

v = {Diinang + Dy [nr(1 = n) + n (1= ng)] + DEL(1—np)(1 = np)
R/
Let us assume that these variables {ng} are independently distributed with the proba-
bility density pr{ng} | for the individual variables|. The total probability density is given
by :

P{na}) = TI pa(ne)

Probability density pr(ng) satisfies the properties

e It is positive definite pr(ng) > 0

e We shall assume that all its moments are finite. This is a reasonable assumption

for almost all physical distributions. [*_ n% pr(ng) dnp < oo k>0

The above properties are specific to the imaginary part of a Herglotz function. For
example, the imaginary part of the Green function of a self adjoint operator H (i.e. local
density of states). One should note that : the local density of states is positive definite

and all its moments are finite if H is a bounded operator.

Taking clue from this, Mookerjee 1973 suggested that for a binary distribution a
Hilbert space ¢ of rank two spanned by a basis | Tg), | | g) may be introduced such that
pr(ng) corresponds to the imaginary part of the resolvent of a suitably chosen operator
N2 in ¢p.

e, palng) =~ Sm [(Tn (T~ N7 15)] (2.3)
where 2z = ngp+16 ;0 — 0

Since the resolvent (g |(2I — N®)7!| 1) is Herglotz, so it can be expanded in a

convergent continued fractional form,

1 1
pi(n;) = —=Sm P (2.4)
1

Z — a1

3

Z— ag —

For a binary distribution pgr(ng) = x4d(ng—1)+xpd(ng) we have : ag = x4,a; = zp

and b; = \/TAxR.



Chapter 2. Vibrational properties of disordered systems 24

If ng takes k different values, then the configuration space is spanned by k states : |k)
which are the eigenstates of Ng with eigenvalue k. In that case the average state |0g),
which is the equivalent of | Tr) is >x /Zx|k) where x is the probability of the variable
Ng to take the value k. The other members of the countable basis |n) may be obtained

recursively from the average state through :

0) = |0r)
bi|1) = N |0) — ag|0)

bon) = N |n—1)—a,_1|n—1) —b,_1jn —2)

In this basis, the operator N¥ thus has the tridiagonal form,

a by 0 0 0
bl aq b2 0 0
0 b2 a9 b3 0

0 0 bg as b4

The close relation of the above procedure to the recursion method described in the previous
chapter should be noted. This is not surprising, since the projected density of states and
the probability density are both positive definite and integrable functions. Convergence

of the continued fraction further requires finite moments to all orders in both the cases.

2.3.2 Augmented Space Theorem

We now address the problem of configuration average of physical quantities. The aug-
mented space theorem, proposed by Mookerjee 1973, states that :
“ To each variable ngr there is associated a configuration space ¢r spanned by the
states {|k)} of realizations of ng and a self adjoint operator N, such that
pr(ng) = = Sm O] [(nr + 80T~ NT] " 0g)
Then the average of any physical property which is a function of the set of random

variables {ng} is
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< A({nr}) >= (IIA{N"})|0) (2.5)

where A({N®}) is an operator which is the same functional of {N%} as A({ng}) is
of ng. Further, |0) = [[%|0g) is the average configuration state in the product space
® = [1% ¢r. The product space ® contains information about all possible configurations

b

of the disordered system.

Let us look at the proof of the theorem for a function of single random variable npy.
The generalization for a function of the set of many random variables is quite straight

forward. Let f(ng) be a function of a random variable ng. Now,

< fm)> = [~ f(n) pr(nn)dnn
= ——\Sm/ f(nr)(Dr|(npl — NR) |@R>an

= 9> [T ) OalR)(Hl(nT ~ N ) (K Oa)dn

T E K

= Y (0alk)f(R)(KIOR) = (BRIE(NT)[0R) (2.6)

k

Here f(N%) is an operator built out of f(ng) by simply replacing the variable ng by the
associated operator N¥. The above expression shows that the average is obtained by

taking the matrix element of this operator between the average state |(r).

Since we have applied the theorem to a single variable alone, the power of the above
theorem is not apparent. Let us now generalize the theorem to a function of many

independent random variables {ng}. The joint probability distribution is given by :
P(ng,, Ry, ... NR, ...) = le-(nRi)

The generalization of the above theorem to averages of functions of the set of random

variables is straight forward.

< f({nr}) >= @IFUN"D)[0)

All the operators in the full configuration space ® will be denoted by tilde variables. The

operator N2 are built up from the operators N as :

N-I®I®.. oNEfoI®...
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This is the augmented space theorem.

If we wish to carry out the configuration averaging of the phonon Green function

matrix element given by the following expression :
Grn(w?, {nx}) = (R (M({nr})w? — D({na})) " R)
The theorem leads to
< Gra(@?) >= (R {0} (M{N")w? -DUN")) " R {0})  (27)

where M({N%}) is an operator having a functional form same as that of M({ng}).
D({N%}) is also an operator having the same functional form as that of D({nz}). The
operators in the right hand side of Eqn. (2.7) have no randomness and hence can be

evaluated rather easily.

The power of the theorem now becomes apparent. The average is seen to be a par-
ticular matrix element of the Green function of an augmented Secular matrix operator.
This is an operator in the augmented space ¥ = H ® ® where H is the space spanned
by the tight binding basis and ® the full configuration space. The result is exact. Ap-
proximations can now be introduced in the actual calculation of this matrix element in a
controlled manner. In particular we shall show that the recursion method described in the
earlier chapter is ideally suited for obtaining matrix elements with greater accuracy. Since
configuration averaging is an intrinsically difficult problem, we must pay the price for the
above simplifications. This comes in the shape of the enormous rank of the augmented
space. For sometime it was thought that recursion on the full augmented space was not
a feasible proposition. However it can be shown that, if randomness is homogeneous in
the sense that p(ng) is independent of the label R, then the augmented space has a large
number of local point group and lattice translational symmetries. Saha et al 2004 utilized
these symmetry and vastly reduce the rank of the effective space on which the recursion
is carried out. This made augmented space recursion a viable technique and a body of
work has been done based on the method [Mookerjee 2003].



Chapter 3

Behavior of phonon excitations in random binary
alloys

3.1 Introduction

Many aspects of lattice vibrational, magnetic and electronic excitations in disordered
alloys have been intensively studied both theoretically and experimentally over the past
few decades. Of them the, the electronic problem has been covered in most detail in
recent times with the emergence of first principles techniques which have made it possible
for the theories to attain a much higher degree of accuracy and reliability. Among these
excitations, phonons are not only conceptually the simplest, but are also the most readily
accessible to experimental verification. Neutron scattering experiments [Kamitakahara
and Brockhouse, 1974, Tsunoda et al 1979, R. M. Nicklow 1983] have provided detailed
information about lattice vibrations in random alloys. A satisfactory reliable theory is still
lacking. The main reason for this is that, unlike the case of electrons in substitutionally
disordered alloys, where the Hamiltonian can be expressed in a form where the disorder
is diagonal in a real space representation (This is certainly true, for example, in a LMTO
formalism in the absence of local lattice distortions), the disorder in the dynamical matrix

is essentially off-diagonal. To make things more complicated, the diagonal and off-diagonal

9The contents of this chapter has been published in two papers :

1. Aftab Alam and A Mookerjee, Phys. Rev. B 69, 024205(2004)

2. Aftab Alam and A Mookerjee, Proceedings of the DAE solid state physics symposium, Vol. 49,
590-591 (2004)
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disorders in the dynamical matrix are coupled by the force constant sum rule ®rp =
— > r2r Prr, which ensures that no vibration can be excited in a uniform translation
of the crystal as a whole. This sum rule imposes an environmental disorder on the force
constants. That is, the disorder in the diagonal element of the dynamical matrix depends
upon its near neighbours or its immediate environment. Hence a reliable theory for phonon

excitations will be that which includes all the three kinds of disorders explicitly.

From the late 1960’s there were many attempts to provide an adequate theory of
phonons in random alloys. Let us look at the most successful mean field approxima-
tion : the single-site coherent potential approximation (CPA), introduced first by Taylor
1967. As the name itself suggests, it is a single site approximation and per se cannot deal
adequately with off-diagonal disorder. Several authors have proposed schemes for general-
izing the CPA and their approaches include geometrically scaled off-diagonal disorder [H.
Shiba 1968, Grunewald 1976], linearly scaled off-diagonal disorder [Kaplan and Mostoller
1974] and independent diagonal and off-diagonal disorder [Kaplan and Mostoller 1974,
Kaplan and Gray 1981, Mills and Ratnavararaksha 1978, Kaplan et al 1980]. Most of
these schemes in practice lead to a single site CPA including off-diagonal disorder. These
approaches suffer from two different kinds of drawbacks : first, there is no reason why
the off-diagonal part of the dynamical matrix should scale either as the geometric mean
or the arithmetic mean of the constituents. Secondly, often the extra assumptions lead
to approximate Green functions which violate the essential Herglotz analytic properties

required to produce physically acceptable results.

The augmented space approach suggested by Mookerjee 1973 provided a very inter-
esting starting point for the generation of appropriate approximations. The 2-site CPA
proposed by Yussouff and Mookerjee 1984 for model systems and subsequently general-
ized [Mookerjee and Singh 1985, Mookerjee and Singh 1988] to realistic alloys was one
successful approach. While it retained the Herglotz properties of the approximate Green
functions, the generalization of the 2CPA to larger clusters violated the lattice transla-
tional symmetry of the configurationally averaged Green function for homogeneous dis-
order. This was overcome subsequently by the traveling cluster approximation of Kaplan
and Gray 1981 also based on the augmented space method. Recently Ghosh et al 2002

have proposed a nearest neighbour traveling cluster CPA and have applied it to phonons
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in NiPt and NiPd alloys. In the next section we shall propose a different approxima-
tion procedure. We shall start from the augmented space method and use the recursion
method of Haydock et al 1972 to obtain the configurationally averaged Green functions.
The termination of the continued fraction expansion will constitute the approximation.
This will not only retain the Herglotz analytic properties of the approximate averaged
Green function, but also include the effect at a site of its neighbourhood, the size of which
we can control. We shall incorporate the effect of the very distant environment by the use
of accurate termination schemes proposed e.g. by Haydock 1980, Luchini and Nex 1987
or Beer and Pettifor 1984. Since we shall incorporate the lattice translation symmetry
in the full augmented space (which is characteristic of homogeneous disorder Ghosh et al
1997) within our approach, the drawback of the original cluster-CPAs used by Mookerjee
and Singh 1985 and Mookerjee and Singh 1988 will be overcome. Further, we shall use
the local point group symmetries of the lattice and the configurations on it to drastically
reduce the rank of the Hilbert space on which the recursion takes place (see Dasgupta et
al 1996). This will allow us to accurately account for large environments around a partic-
ular site. One of the strengths of the proposed method which will represent a major step
forward in the theory is the possibility of including random fluctuations in force constants
beyond the nearest neighbours. While in certain representations the Hamiltonian of elec-
tronic systems can be seen to be short-ranged, this is not so for dynamical matrices. The
recursion method in augmented space can include beyond nearest neighbour randomness
in force constants without much computational expense. In our work on NiPt and NiPd
we have extended disorder up to second nearest neighbours to illustrate this. It is not
immediately clear how easy it would be to extend the method proposed by Ghosh et al
1997 to larger sized clusters. We propose the ASR as a computationally fast and accurate

technique which will incorporate configuration fluctuations over a large local environment.

3.2 The augmented space formalism for phonons
The basic problem in the theory of phonons is to solve a secular equation of the form :

(Mw? — D) u(R,w) =0
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where u,(R,w) is the Fourier transform of u,(R,t), the displacement of an atom from
its equilibrium position R on the lattice, in the direction o at time t. M is the mass
operator, diagonal in real space and D is the dynamical matriz operator whose tight-

binding representation is of the form :

M = Z??’LR 5016 PR, (31)

D = Z(P Pr+Y. Y ®%% Trw (3.2)
R R'#R

along with the sum rule:

RR = Z CDRR/ (3.3)
R'#R

Here P is the projection operator |R)(R| and Tgrp is the transfer operator |R)(R’'| in
the Hilbert space H spanned by the tight-binding basis {|R)}. R, R’ specify the lattice
sites and «,/3 the Cartesian directions. mp is the mass of an atom occupying the position

R and (ID%%, is the force constant tensor.

We shall be interested in calculating the displacement-displacement Green function in
the frequency-wavevector space , which in the absence of disorder in the system has the

diagonal element
Gk, K, w?) = G(k,w?)i(k — K.

and for the present case
2 2 -1
G(k,w?) = (k| (Mw? = D) " [k)
where |k) is a state in the reciprocal space given by :
Zexp —ik.R)|R).
Since the mass matrix M is perfectly diagonal, we can write
Glk,w?) = (KM V2 (W2 —M/DM2) " M2 [K) (3.4)

where

1/2 Zm 5@6 PR.
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The equation (3.4) looks exactly like the Green function for the electronic case with
M~/2DM~'/2 playing the role of Hamiltonian H, w? in place of energy and M~'/2|k) is
the starting state of recursion.

Let us now consider a binary alloy A,B, consisting of two kinds of atoms A and B
of masses my and mp randomly occupying each lattice sites. We wish to calculate the
configuration-averaged Green function < G(k,w?) >. We shall use the augmented space
formalism (ASF) to do so. Since the disorder is homogeneous, averaged < G(k,w?) > is
also diagonal in reciprocal space representation [Ghosh et al 1997]. The first operation
is to represent the random parts of the secular equation in terms of a random set of local
variables {ngr} which are 1 if the site R is occupied by an A atom and 0 if it is occupied

by B. The probability densities of these variables may be written as :

p(ng) = xd(ngp—1) + yd(nr)
= (=1/m) Sm(Tg| (ngl = Ng)™" [1p) (3.5)

where z and y are the concentrations of the constituents A and B with x +y = 1. Ny is
an operator defined on the configuration space ¢ of the variable nz. This is of rank 2

and is spanned by the states {|Tr), |lr)} :
N = apl + ypr + 7y Tl

where p}z = | Tr){Tr | is a projection operator on the average state at R and T% =

| Tr){lr |+ | lr){(Tr | is a transfer or spin flip operator in configuration space.

Let us now carry out the ASF operations in some detail : The mass mpg of the atom
sitting at the site R can then be expressed as :

m}_{l/2 = m;lmnR + m,}lm(l —ng) = m;m + (6m)~ V% ng

where

(5m)_1/2 = m;‘lm — m;/?.

Therefore

M2 =3 [mp? + ng (9m) V2] dap Ph. (3.6)
R
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In the augmented space formalism, in order to obtain the configuration average we simply
replace the random variables np by the corresponding operator N? associated with its
probability density (as in equation 3.5) and take the matrix element of the resulting

operator between the reference states.

Using the form of N® in Eq. (3.6), we get

M2 = T2 I®I+m21/QZpR®PR+ my'?3" TH @ Py (3.7)
R

where 1/2 1/2 1/2
_/ —xm;‘/ +ym]_3/

oy _
my = (y— ) (9m)~?
~1/2 -
my ' = Ty (6m) V2.
Similarly the random off-diagonal force constants ®%7, between the sites R and R’ can

be written as :

(I)%%/ - (I)ZianR’ + (I)%ﬂB(l — TLR)(l — TZR/) -+ (I)ZBB [ TLR(l — nR/) + nR/(l — nR) ]
(IJ%%, = Y + (<I> + 090 — 209 npnp + (9% — YL) (ng + nw).

Let us define the following :

@(1) = 2 Y, —y P+ (v — 1)U
oY = O+ o, — 2055

In augmented space the off-diagonal force constant matrix becomes an operator :

(I):J?f - RZH l<<q)RR’ > IJF(I)?lﬁ) {(y—x) (p%frpﬁ,) + \/xyTE}Jr

@?‘26) {(y —2)? ph PR + VTY(y — ) ( TL +ph TE) + xy T%TE}] ® Trr
S U, @ Tra (3.8)
RR'
The sum rule,
RR = Z CI)RR/
R'#R
gives the diagonal element of the dynamical matrix :

b=~ { > \DRR’} ® Pp. (3.9)

R | R#R
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The total dynamical matrix in the augmented space is :

D — - {Z ‘I’RR'} @Pr + Y U @ Tra (3.10)
R

R'#R RR/

The augmented space theorem [Mookerjee 1973] now states that the configuration aver-

aged Green function < G(k,w?) > may be written as :

<G (k, w2) > = /G (k, wQ,{nR}) H p(ng) dng
= (k® {0}] G(k,o” {Ng})[k® {0})
= (k@ {0} MV (T - M VDM V) M ke {0))
(3.11)

where M~1/2 and D are the operators which are constructed out of M~%/2 and D by
replacing all the random variables ng (or np) by the corresponding operators N (or
NT) as given by equation (3.7) and (3.10). These are the operators in the augmented
space 2 = H ® ®. The state |k ® {}) is actually an augmented space state which is the
direct product of the Hilbert space basis and the configuration space basis. The average
configuration {(} refers to a null cardinality sequence i.e. one in which we have | 1) at all
sites.

1/2

Using the operator representation for M~1/2 we get :

M2 k@ {0}) = my || {0}) +m5 " | {R}) = |1}

where a configuration state is denoted by its cardinality sequence {C'}. We have also used

the short hand notation :

1H{C}) = (=i k-R) |R @{C}).

1
= VR
The ket |1} is not normalized. A normalized ket |1) is given by

\1>:%'{%: (2™ ) o+ () ) )

With the definitions :
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_ my —-1/2 <m2>—1/2 I (m3>—1/2 il
J=(— I®l — P — P T
() rer+ (% 2 Proprt(F) 2L PreTy
we may rewrite equation (3.11) as :
< G(k,w?) > = (1] (W*T—Desy)~" 1) (3.12)

? — w? and D, o= J D J. This equation is now exactly in the form in

where, w
which recursion method may be applied. At this point we note that the above expression
for the averaged < G(k,w?) > is exact. The recursion transforms the basis through a

three term recurrence relation as :

o) =11) 5 o) =0
|6n+1) = Destldn) — auldn) — b2[dn_1) (3.13)

The averaged Green’s function can then be written as a continued fraction :

2
by
b2
2 2
W —a — b2
2 3
W —ag —

< G(k,w?) >=

w? —ay — Tk, ")

where I'(k, w) is the asymptotic part of the continued fraction, and

_ (6u[Desslén)
an (k) onlon) and
> (Pn|Pn) T
bn(k) <¢n—1|¢n—1> ’ bl B 1

To implement the above recursion, we require to know the effect of the operator D. ff
on a general state in augmented reciprocal space [Biswas et al 1995]. Some of the main

operations are shown in Appendix 1.

So far the expression for the averaged Green function is exact. Approximations are
introduced at this stage for its actual numerical evaluation. The mean-field theories
essentially obtain the self-energies because of disorder scattering, self-consistently and

approximately and then calculate the averaged Green function either from the Green
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function without disorder or the virtual crystal Green function. The Coherent potential
approximation (CPA) proposed by Soven 1967, the cluster CPA proposed by Mookerjee
and Singh 1985 and Mookerjee and Singh 1988, the traveling cluster approximation (TCA)
proposed by Mills and Ratnavararaksha 1978 and Kaplan et al 1980 and the itinerant
CPA (ICPA) proposed by Ghosh et al 2002 basically all belong to this category. The
latest work referenced represent the most sophisticated version of the mean-field theories.
We shall propose an approximation that will start from the infinite continued fraction and
approximate its asymptotic part by an analytic termination procedure. The coefficients
an, b, are calculated exactly up to a finite number of steps and the asymptotic part is
then replaced by a terminator : I'(k,w?) ~ T'(k,w?). The terminator ensures that the

approximate Green function has Herglotz analytic properties.

In the absence of disorder in the problem, the Green function for a given mode is of the

form :
1
k 2y
Golle) = =309
The spectral function Ag(k,w?) is a delta function of the form 6(w — w2 (k)). If we write
b2 (k
Sllo?) = a0 - + ——— 2
w/2 . a2(k) . 3

= a(k) — wi(k) +o(k,w?) (3.14)

Then,

< G(k,w?) > = G (k, w? — E(k,w'z))

Obviously from above Y (k,w’) is the disorder induced self-energy. Damped vibrations

occur with reduced frequencies at wj(k) which are the solutions of the implicit equation :
w)(k) — a1(k) — Re o(k,w)’(k)) =0
and their disorder induced widths are :
Wik, w2 (k) = — % Sm o (k, w2 (K)) (3.15)

The average spectral function < Ay (k,w?) > for a mode labelled \ is related to the

averaged Green function in reciprocal space as :

72 - ]- . 12 .
< Ax(lk,w”®) >=—— lim [Sm{< Gi(k,w” —id) >}] (3.16)
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The averaged density of states is given by :

d*k
< nw' >>——Z/B —3<<A>\(kw)>

Here X labels the particular normal mode branch and BZ is the Brillouin zone.

The dispersion curves for different modes are then obtained by numerically calculat-
ing the peak frequencies of the spectral function. This averaged spectral function gives,
in principle, a proper description of the dynamics but it does not involve any weighting
by scattering lengths. The dispersion curves so obtained are nearly the same as those
obtained experimentally from the peak frequencies of the coherent structure factors S..p.
This is because the coherent structure factors are nothing but the averaged Green func-
tions weighted by the coherent scattering lengths. The intensities and the line shapes
measured from S, and the imaginary part of Green function may differ significantly,

but the peak positions will generally differ little.

3.3 Dispersion Relations and disorder induced line-widths

Experimental determination of the phonon dispersion and line-widths are deduced from
the averaged coherent scattering structure factors. The expression for these can be written
as :

1
< Seon(k, w?) >= —;Sm < b G(q,w?) b>> (3.17)

here, thermal neutrons with wave-vector k gets scattered to final state of wave-vector k’,
q = k-k'+Q with Q being a reciprocal lattice vector. The energy lost by the incoming
neutrons are taken up by the phonons : (A*/2M,)(k* — k") = h w. f(w) is the Bose

distribution function and
b = Z br 6ap Pr
R

where bp is the scattering length of the nucleus occupying the site R. This is a random vari-
able taking two values by or bg depending on which kind of atom sits at the site labelled R.
For comparison with experiment we have to calculate —(1/7) Sm < (b G(q,w) b)** >,
rather than the spectral function. For ordered materials the two are proportional, but

if the scattering lengths are themselves random then although this has very little effect
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on the dispersion curves, it does affect the line-shapes and line widths. We can easily

implement such an average within the ASF :
J N —1 ~
<bG(qw’)b> = (@@ {0}/ b (Mw? — D) blae {0}
where

b=<b>I@I+(y—a)(bs—ba)d Pr®Pr+aylbs —ba) Y. Ti @ Py
R R

Carrying out algebra similar to the one for the averaged Green function, we obtain :

<bG(qw’) b= (L] (WT-Dly) 1) (3.18)
where,
X -1/2 X3 -1/2
9= (8) v+ () ron
|15) < 1 {0}) < | {R})
with,
X7 = 2w Pha+y mp s
X2 =y = 2) (maPba— mp'bs)
XV = yay (ma s — mpbs)
. b b> b2
X = «=—>=uz-4 4y-L (3.19)
m ma mp
Also

wP = Xw? and ﬁgff - WDW

where,

. ma\ —1/2 Mo\ —1/2 M —1/2

W= (%) 191+ (%) S Pr®ph+ (73) Y ProTH  (3.20)

X X ) X )

The subsequent recursion calculation follows the identical steps as for the averaged spec-
tral functions. We have chosen a second neighbour force constant model, with dynamical
matrices fitted to reproduce the dispersion curves. The disorder induced widths are the
quantities which are more sensitive to the effect of randomness as compared to the fre-

quencies (i.e. dispersion curves ), and as such will be one of the focus of this work. In order

to extract the full width at half maxima ( FWHM ), we have fitted the coherent structure
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factors to Lorenzians exactly as the experimentalists do to extract the same. The advan-
tage of including the scattering length fluctuation will be clear when we will show the
nature of the line widths for Nis; Pdys alloy with and without inclusion of the scattering
length fluctuation (i.e. Calculating the widths once by fitting the spectral functions to
Lorenzians and then the structure factors to Lorenzians ). Our aim in this chapter is to
propose the augmented space recursion as a useful technique to study effects of diagonal,

off-diagonal and environmental disorder.

In the following three subsections, we present our calculations on NissPdys, NiggCrio
and Ni50Ptso alloys. The choice is not arbitrary. Mass disorder dominates in NiPd alloys
while force constant disorder is large in NiCr alloys. NiPt alloys have large disorder both
in mass and force constants. Since in the phonon problem we have both kinds of disorder,
it would be interesting to note the interplay between them in this series of alloys. The

concentrations are chosen so that we may compare our results with existing work.

3.4 Nis;Pdys face-centered cubic binary alloy (Strong Mass Dis-
order)

If we look at Table (4.1), it immediately shows us that for NiPd alloys, Mass disorder is
much larger than the force constant disorder. The mass ration Z—;’d is 1.812 whereas the
Pd-force constants are only 15 % larger than those of Ni. We shall choose NissPdys alloy for
application of our formalism developed in Section (3.2). This particular alloy has already
been studied within the ICPA by Ghosh et al 2002, CCPA by Mookerjee and Singh
1988 and experimentally by inelastic neutron scattering [Kamitakahara and Brockhouse,
1974]. In the numerical calculation, we have used 500 w-points. The dispersion relation

is calculated for 25 k-points along each of the three highest symmetry directions.

In Fig. 3.1 we display the coherent scattering structure factors obtained from our
recursion calculation along the highest symmetry directions ( [¢00], [(C0], [¢¢C] ), ¢ =
k| /| Kmas| for different branches. For a particular direction and branch the different curves
indicates the spectral functions for various ¢ points starting from the lowest value ( i.e.
¢ = 0 ) to the edge of the Brillouin zone ( i.e. ¢ = 1 in units of 2w/a ). The first

thing to note is that the structure factors are (in contrast to Lorentzian shape) often



Chapter 3. Behavior of phonon excitation in random binary alloys 39
Ni Pd Pt Cr
Atomic number 28 46 78 24
Atomic mass (amu) 58.71 | 106.4 | 195.09 51.996
Free atom valence config. | 3d%4s? | 4d' | 5d%s! 3dd4s?
Lattice constant (fcc) 3.524 | 3.8904 | 3.924 | 3.68(fcc)
2.89(bcc)
Elastic constants at
296°K (10"2dyne/cm)
Ch 2.461 | 2.270 | 3.467 3.5
Cio 1.501 | 1.759 | 2.507 0.678
Cu 1.220 | 0.717 | 0.765 1.010
n-n force constants
(in units of dyne/cm)
1XX 17319 | 19337 | 26358 37483
1XY 19100 | 22423 | 30317 17453
1727 -436 | -2832 | -7040 -13229
n-n-n force constants
(in units of dyne/cm)
2XX 1044 | 1424 | 4926 -
2YY -780 210 -b37 -

Table 3.1: General properties of fcc Ni, Pd, Pt and Cr. The force constants for Ni, Pd
and Pt are taken from Dutton et al 1972 and that for Cr is taken from Mookerjee and
Singh 1988

asymmetric near the resonances. The asymmetries can be described as a tendency of
more scattering to occur near the resonance frequencies. In other words the shape of a
mode with a frequency slightly lower or higher than that of a resonance tends to have a
second peak or wide tail over the resonance region. In fact if one looks at the [((0] L or
T1 ( doubly degenerate ) and [(((] L or T1 or T2 (3-fold degenerate) branches, the shape
of a doubly peaked structure factor is much more clear. Out of these two peaks, one peak
corresponds to the dispersion curve for the longitudinal mode (L) and the other peak
to the transverse mode (T). Experimentally, for some neutron groups corresponding to
transverse phonons with frequencies just below the lower resonance, definite asymmetry

to the right was observed. Such asymmetries are clearly observed for the [(00|T and
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[CCO]T1 branches. It is important to note that the structure factors have a pronounced k

and branch dependence.

In Fig. 3.2 we display the dispersion curves, which were constructed by numerically
determining the peaks in the coherent scattering structure factor. In this chapter our main
focus is the development of the augmented space recursion method. Accurate determina-
tion of the force constants shall be left for the future. Ghosh et al 2002 have attempted
much more detailed determination of the force constants. For the time being we have
used the same parametrization of the force constants as they did. These dispersion curves
( solid lines ) are compared with the experimental results Kamitakahara and Brockhouse,
1974 ( filled circles ). The dotted lines span the calculated FWHM'’s. The procedure of
calculating FWHM’s has already been discussed. The asymmetry in the widths is again
clearly observed in the two transverse branches quoted above. The results are in good
agreement with the experiment for all the three symmetry directions and for each branch.
Agreement can be achieved by varying only one parameter in the force constant matrix.
This suggests that the force constant disorder is weak and the system is dominated by the
mass disorder, as is clear from the numerical values of the parameters given in Table 4.1
. If one looks at the previous results for the dispersion curves (i.e. VCA, CPA and ICPA
curves ) Ghosh et al 2002, it will be clear that in the low wave vector regime, there is no
distinction between these results and ours, Because the self averaging of both mass and
force constants over a single wavelength reduces the CPA, ICPA and the ASR results to
become close to the VCA. However as we move toward high wave vectors, the VCA curve
deviates from the experimentally observed one and lies lower in frequency as compared
to the ICPA and the ASR results. The reason is that VCA uses an averaged mass. In
contrast to this, for those theories which capture the effect of mass fluctuation (as do the
ICPA and the ASR), the lighter atoms (Ni in this case) dominate in the high wave vector
region and push the frequencies up. That is why our results agree very well across the
Brillouin zone.

The FWHM’s are much more sensitive to approximations as compared to the frequen-
cies. These are shown in figure (3.3). The FWHM’s shown in the left are those which
have been calculated without including any scattering length fluctuation, while in the

right are those where the fluctuation has been included. The circles along with the error
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Figure 3.1: Total coherent structure factors in different directions with different branches
for NissPdys . In each of the different directions and branches, the various curves indicate
the total structure factors for various ( values starting from the lowest value to the edge
of the Brillouin zone. In [¢ 0 0] direction T1 and T2 modes are degenerate, in [( ¢ 0]
direction L and T1 modes are degenerate and in [( ¢ (] direction all the three modes
are degenerate. The y-axis is in an arbitrary scale with heights scaled to the maximum
height. Different curves for different ¢ values are shifted along the x-axis in order to

facilitate vision.
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Figure 3.2: Dispersion Curves ( frequency v vs. reduced wave vector ¢ ) for NissPdys
calculated from recursion (solid line). The force constants used are given in the text. The
filled circles are the experimental data [Kamitakahara and Brockhouse, 1974] . In all the
three panels the thin dotted lines span the FWHM’s .

bars are the experimental data [Kamitakahara and Brockhouse, 1974]. It is obvious that
the nature of the line widths are not the same in the two cases, rather the one including
scattering length fluctuation is matching more closely with the experimental data than
the one without including the fluctuation. That should be obvious because the experimen-
talists do include this fluctuation. Our results show very strong branch and wave-vector
dependent widths and in good agreement with the experimental results of Kamitakahara
and Brockhouse except in the [(((]L mode. The reason for this may be because of the
highly asymmetric line shapes in the [((¢]L mode. The single site CPA yields branch
and k independent widths. It cannot capture the essentially off-diagonal disorder of the
problem. The ICPA and the ASR manages to capture this feature. One should note that
the structure factors are often asymmetric in shape and the usual Lorenzian fits carried

out by most people may not be valid.

3.5 NiggCryy binary alloy (Strong Force constant disorder)

We shall choose this alloy as being the nearest to that studied experimentally by Bosi et

al 1978. Determination of the force constant matrices for this alloy becomes difficult,
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Figure 3.3: Full widths at half-maximum for the NiPd alloy as function of frequency for
different directions in k-space and different modes without (left) and with (right) the
inclusion of the scattering length fluctuation. The filled circles along with the error bars
are the experimental data [Kamitakahara and Brockhouse, 1974]

because pure Cr is body centered cubic, but alloyed with Ni, up to 30% Cr it forms
face centered cubic alloys. The force constants of pure Cr may be nothing like those of
Cr in this alloy. Until we are able to determine these from a more first-principles type
approach, our determination of the force-constants for this alloy will remain tentative.
We shall consider a hypothetical fcc Cr, whose force constants are related to the elastic

constants of bee Cr via :

Cu+Ci = 4(fi—fv—fi)/a
Cu—Ci = (fi+5fr+fi)a
Cu = (fi+fe+2f)/a

The values of Cy;, Ci2 and Cyy are taken from Leibfried et al (given in Table I). It has
been observed that the spectral functions and the structure factors for NiggCri5 has strong
evidence of branch dependent widths as also asymmetry in certain directions. This lends

credence to our belief that force-constant disorder leads to both asymmetry and strong
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Figure 3.4: Dispersion Curves ( frequency v vs. reduced wave vector ¢ ) for NiggCrio
calculated from recursion (solid line). The force constants used are given in the text. The
filled circles are the 2 CPA results of R.P.Singh’s thesis 1982 . In all the three panels the
thin dotted lines span the FWHM’s .

wave-vector and frequency dependence of the line-shapes.

The influence of force constant disorder may be demonstrated more prominently in
the dispersion curves and widths. In Fig. 3.4, we display the dispersion curves along
with the FWHM’s using the force constants of Table 4.1. The procedure has already
been discussed in the previous section. These dispersion curves compare well with the
experimental results [Bosi et al 1978] as well as the 2 CPA results of R.P.Singh’s thesis
1982 (filled circles). The dotted lines span the calculate FWHM’s. It should be noted
that in the low frequency region, the widths are small but start to become significant
as the phonon frequency increases. The widths are comparatively larger in the [00] L,
[C¢C] L and [ ¢¢0] T2 branches for high (-values. Looking at the dispersion curves, one
should notice that the behaviour of the natural widths were somehow complemented in
the behaviour of the frequencies. There is little evidence of resonances. This is expected,

since clear cut resonances are characteristics of large mass disorders only.

In Fig. 3.5 we show the FWHM as a function of frequency. It is clear that there is

strong evidence of mode and k-dependence. The FWHMSs are very large and asymmetric
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Figure 3.5: Full widths at half-maximum for the NiCr alloy as function of frequency for
different directions in k-space and different modes.

for the longitudinal modes near the band edge frequencies.

It is obvious from the above discussions that the force constant disorder plays a signif-
icant role in NiggCris ; and a theory capturing only mass disorder effect (e.g. like CPA )

fails to provide various essential features.

3.6 NizPt; alloy (Strong Mass and Force constant disorder)

Being encouraged by the right trend of theoretical results toward the experimental results
in the NissPdys and NiggCris alloys, where either of the two disorders — diagonal and off-
diagonal dominates, we now apply our formulation to NiPt alloys where both disorders
are predominant. The mass ratio mp;/my; is 3.3 (quite large compared to previous alloys)
and the nearest neighbour force constants of Pt are on an average 55% larger than those
in Ni. Tsunoda et al 1979 have studied this system thoroughly covering a wide range
of concentration (z=0.05, z=0.3, £=0.5) by inelastic neutron scattering. In our case,

we have considered x=0.5 where we expect the disorder induced scattering to have the
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Figure 3.6: Dispersion Curves ( frequency v vs. reduced wave vector ¢ ) for NisoPtsg
calculated from recursion . The force constants used are given in the text. The solid lines
are the L-branch in all the three panels, the dashed lines are the T-branch in the left and
right panels. In the [¢ ¢ 0] direction the dashed line indicate the T1 branch while the
dot-dashed line indicate the T2 branch. The filled circles are the ICPA results [Ghosh et
al 2002]. In all the three panels the thin dotted lines span the FWHM’s.

strongest effect.

In this case, the spectral functions as well as the structure factors show few extra
Even in [ 0 0 |L, [ 0 0 T and [¢ ¢ 0]T2 modes, unlike the previous two

cases both the functions have one usual well defined peak ( observed more clearly in the

features :

middle-regime of the Brillouin zone ) along with a weakly defined peak with no gap in
between. The occurrence of such a weakly defined peak is due to the inclusion of force
constant disorder. Ghosh et al 2002 have argued that it is entirely because of the off-
diagonal disorder in the force constants. We refer the reader to their paper for the detailed
arguments. Here we note that the feature is equally well reproduced in our augmented
space recursive technique as well. why this should be so ? The effect of force constant

disorder can be understood more clearly by looking at the dispersion curves and widths.

In figures (3.6) and (3.7) we display the dispersion curves and widths respectively
obtained in the recursion using the force constants as given in the text. The solid lines

are the L-branch in all the three panels, the dashed lines are the T-branch in the left
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Figure 3.7: Full widths at half-maximum for the NiPt alloy as function of frequency
for different directions in k-space and different modes including the scattering length
fluctuation.

and right panels, In the middle panel the dashed line indicate the T1-branch while the
dot-dashed line indicate the T2-branch. We have used the same parametrization of the
force constants as used by Ghosh et al 2002. These dispersion curves (solid lines) are
compared with that calculated in the ICPA (filled circles) by Ghosh et al 2002. The aim
of this work was to establish the ASR as a computationally fast and accurate method for

phonon calculations for random alloys.

For all the three panels the thin dotted lines indicate the FWHM’s. Unlike the previous
two cases, the dispersion curves in this case have very different characteristic features. The
splitting of the curves in all the three symmetry directions is the main feature. This is due
to strong resonances, a feature of large mass disorder. Also as one can see that near the
resonances (around 4 THz) the FWHM becomes very large. Tsunoda finds this resonance
near 3.8 THz, while the CPA gives a rather lower value of 3 THz. In addition to these
features , It has been observed that around 7 THz, the structure factor has a third small
peak split from the main branch. This evidence of a weak resonance was also speculated

by Mookerjee and Singh 1985. The overall agreement of our dispersion curves with those



Chapter 3. Vibrational properties of disordered systems 48

calculated in the ICPA is good .

In sum, the force constant disorder plays a significant role in NisgPts5q9, and a theory
with mass disorder only fails both qualitatively and quantitatively in such cases. On
the other hand, ASR successfully explains the effects of force constant disorder through
its effect on the coherent structure factor, and demonstrates the relative importance of
the contributions of various atomic species to the dispersion curves and disorder induced
line-widths which the CPA can not. The ASR and the NisgPts5q alloy system therefore
provide a proper test case for force constant disorder and show that the ASR can form a

basis for understanding the lattice dynamics of other binary alloys.

3.7 Concluding Remarks

We have presented in this chapter the application of the augmented space recursion for a
reciprocal space study of phonon dispersion, disorder induced line-widths and line shapes
for random binary alloys. We have demonstrated how this multiple scattering based
formalism captures the effects of off-diagonal and environmental disorder. The approx-
imation involving termination of continued fraction expansions of the Green function
retains the essential Herglotz analytic properties. We have applied the method to three
classes of alloys : NiPd where mass disorder dominates, and hence the CPA consequently
does a rather good job , NiCr where force constant disorder dominates and NiPt which
demonstrates the prominence of force constant disorder even in a case where the mass
ratio is ~ 3.3. Wherever possible we have compared our results with neutron scattering
data as well as the most sophisticated mean field theory recently proposed by Ghosh et
al 2002. Both qualitatively and quantitatively our results agree well with the available
data. We propose the augmented space technique as a computationally efficient method
for the study of phonons in disordered systems. Our approach in this chapter made no
attempt to obtain the force constant themselves from first principles, but rather resorted,
as others did earlier, to fitting them from experimental data on the constituent metals. In
the next chapter, we shall rectify this, and attempt to obtain the dynamical matrix itself

from a more microscopic theory : the so called Density Functional Perturbation theory.



Chapter 4

The Itinerant CPA and Augmented Space Recursion

4.1 Introduction

The last thirty years have seen numerous attempts at setting up a quantitatively accurate
theory of phonons in disordered alloys. One of the earliest successful approximations
was the coherent potential approximation Taylor 1967 (CPA). This approximation was
a considerable improvement on the existing theories and, in examples of homogeneous
disorder, was shown to yield configuration averaged Green functions which maintained
lattice translational symmetry and the herglotz analytical properties essential for physical
interpretation. Despite its success, particularly in the electronic problem, the CPA was
a single-site, mean-field approximation and could deal with only diagonal (or mass, in
the case of phonons) disorder. The phonon problem is specifically difficult because, in
it, diagonal and off-diagonal disorders are impossible to separate. Moreover, the sum
rule satisfied between the diagonal and off-diagonal parts of the force-constants leads to
environmental disorder. In the electron problem too, whenever there was off-diagonal
disorder, as in the case of alloys with large size difference between its constituents leading
to local lattice distortions [Dasgupta et al 1996] or environmental disorder as in the case
of alloys with short-range order [Mookerjee and Prasad 1993, Durga et al 2004], the CPA

was found to be inadequate.

The hunt for adequate extensions of the CPA was quite rigorous during the seventies

9The contents of this chapter has been communicated to Phys. Rev. B :

1. Aftab Alam, Subhradip Ghosh and A Mookerjee, Phys. Rev. B (2006) : cond-mat/0610391
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and eighties [Gonis and Garland 1978, H. Shiba 1968]. Most of these generalizations
were valid for very special types of off-diagonal disorder, which were mostly unphysical,
or violated translational symmetry and herglotz properties. Eventually, three approaches
emerged as the most successful. Two of them were based on the augmented space theorem
of Mookerjee? 1973 : the itinerant coherent-potential approximation (ICPA) of Ghosh et
al 2002 and the augmented space recursion (ASR) of [Saha et al PRB 1994 and Alam and
Mookerjee 2004]. The former was an extension of the ideas of Mills and Ratnavararaksha
1978 and Kaplan et al 1980 and the latter combined the augmented space technique with
the recursion method of Haydock et al 1972. The third was a very different and rather
striking approach developed by Rowlands et al 2005 and Biava et al 2005 (the non-local
CPA or NL-CPA) using the idea of coarse graining in reciprocal space originally proposed
by Jarrel and Krishnamurthy 2001.

More importantly a first principles ab-initio theory of phonons in disordered alloys is
still lacking. Such a theory is needed in order to gain a microscopic understanding of
the interplay of force constants in the complex phenomenon of phonon excitations. We
have collaborated with the group who developed Itinerant coherent-coherent potential

approximation (ICPA) for the study of phonon excitations in disordered alloys.

Our aim in this chapter is twofold : First, we shall discuss the similarities and differ-
ences between the two methods (ICPA and ASR) based on the augmented space theorem.
We shall apply both the techniques to identical models of an alloy system, FePd, and
discuss the comparison between their results. Secondly, we shall estimate the dynamical
matrices from a first-principles approach to the parent ordered alloys and compare the
ICPA and ASR results with experiment. We shall argue that first-principles estimates of
the dynamical matrices on ordered versions do not yield quantitativly accurate results (in
comparison with experiment) for the disordered alloys. We shall propose that we need to
go beyond and estimate the dynamical matrices from a model of embedded atoms in a

fully disordered background.
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4.2 The Itinerant CPA and Augmented space recursion

The augmented space theorem described in chapter (2) is an exact statement. It is a
clever book keeping technique to include the effects of disorder fluctuations in the model
of phonons in our random alloy. However, it is not an algorithm for the approximate
calculations of spectral and other physical properties of phonons in disordered alloys. For
that we have to turn to either mean-field approximations like the CPA and ICPA or
alternatively to the ASR. The coherent potential like mean-field approximations begin
with a partition of the augmented space into a part which is spanned by the reference
or null cardinality state [{0}) which we shall call the average configuration state and
the remaining part ¥ — [{0})({0}| spanned by fluctuation states : {|{C})}. With this

partition, any operator can be written in a block representation :

A, A
A =
(& A
The partition or downfolding theorem then allows us to invert this operator in the
subspace spanned by the average configurations alone. By the augmented space theorem
2

this is the configuration average. If we define the operator K as (mw? — ®), then using

the above partition :

K, = (€ m > w?’~ < ® >) . The downfolding theorem and augmented space

theorem together give us :

<Gw)>» = (K, —-K'TFK) ™"
 (Grhale?) - )
F = K,™ is the itinerator (4.1)
¥ = KTFK' isthe self-energy (4.2)

Here A=t and A~"2 refer to the inverses of the operator A in the subspaces labelled by
1 and 2. This is exactly the partitioning idea introduced by Srivastava et al 1982. Ghosh
et al 2002 next confined themselves to single fluctuation states of the type |[{ R})and went
ahead to self-consistently evaluate the self-energy in this approximation. Adopting their

notation ({ R} A|{R'}) = AW they used translational symmetry in augmented space
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[Ghosh et al . 1999] and approximated the self-energy and itinerator F within the single

fluctuation states :

> = ZK’T(R) FR(R) KI(R) (4.3)
RR/
FOE) = GO |5pp + 3 VIR pEROW) (4.4)
R//

In going from the equation (7.1) to (7.3) all contributions to the self-energy of configu-
ration states with more than one fluctuations in more than one site have been neglected.
Similarly in going from equation (7.2) to (7.4), matrix elements of the itinerator F between
configuration states with more than one fluctuation present at a time, which corresponds
to coherent scattering from more than one site have been neglected and such states do
not contribute to F and hence to the self-energy 3 within this approximation. The sec-
ond equation is a Dyson equation within the subspace spanned by only single fluctuation
states. Self-consistency is achieved through :

1

GHR — (G‘_/ch _ E(R))_
NR) Z K/'®) pR)ER") /(R
R'R'#R
The above argument shows that unlike the usual CPA where only a single fluctuation at a
site is considered, multiple fluctuations coming from multiple-scattering is present in the
itinerator F and therefore contribute to the self-energy 3. However, the approximation
described above means that correlated fluctuations between more than one site are present

in neither the itinerator nor the self-energy. This is the main approximation involved in
the ICPA.

We note that the ICPA is a self-consistent mean-field approximation for the self-energy
which relates the configuration averaged Green function to the virtual crystal one. It is
an approximation which maintains both the translational symmetry of the configuration
average and its herglotz analytic properties. The ASR is an alternative technique for
doing the same thing, namely obtaining an approximation to the self-energy maintaining

the necessaryproperties of the exact case.

The recursion method addresses inversions of infinite matrices [Haydock 1980]. The

average Green function in the augmented space formalism can be written as [Alam and
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Mookerjee 2004] :
< G >= {1 - Dyyy) 1)

Here

12

W= mW?

Deff _ (1\7[—1/2 ﬂ1/2) ’]5 (1\7[—1/2 /,rﬁl/2)
1} = (2 @) {0}) + (mg " W) {RY).

Where i =< m~13>71 m; ? =< m™2 > and my /? = \/zg((my"* —mp"?). M-1/2
and D are given by Eqns. (3.7) and (3.10) of chapter (3).

Once a sparse representation of an operator in a Hilbert space, D. ¢f, is known in a
countable basis, the recursion method obtains an alternative basis in which the operator
becomes tridiagonal. This basis and the representations of the operator in it are found

recursively through a three-term recurrence relation :

[Unt1} = 5eff|un} — an(k)|un} — ﬁi(k)‘un—l} (4.5)

with the initial choice |u;} = |k ® {1}) or and 3? = 1.The recursion coefficients «,, and
0, are real and are obtained by imposing the ortho-normalizability condition of the new

basis set as :

o _ {un‘ﬁEfﬂun} ) 2 _ {un|ﬁeff‘un+1}
S T St CATTH)

and also  {up|u,} =0 form#n,n+£1

Now, we use the augmented space theorem and repeated applications of the downfolding

theorem on the tri-diagonal representation gives :

€G> = ———— i
w a1 (k) Q(k)
w? — ay(k) — 3

w? — ayn(k) — T'(k,w?)

w? — ay (k) — X' (k,w?)
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From the definition of the self-energy given earlier, it has been argued by us in an ear-
lier communication that the disorder scattering induced lifetimes come entirely from the
imaginary part of ¥'(k,w™). Here T'(k,w™) is the asymptotic part of the continued frac
tion. The approximation involved has to do with the termination of this continued frac-
tion. The method of such approximation has already been discussed in section (1.4) of
chapter (1).

Both the ICPA and the ASR involve approximations of the self-energy. We have
already discussed that in the ICPA, contributions of configurations involving correlated
fluctuations in more than one site to the self-energy are ignored in the present case but it is
capable of incorporating them. If we use the form of D, ¢ in the recursion equations (4.5),
it is immediately obvious that in the ASR, contributions of such correlated fluctuation
states to the self-energy are present. We had earlier shown that such contributions occur
first at 57 for diagonal disorder and in as in case of off-diagonal disorder. Ignoring such
contributions will make all moments greater than or equal to eight to be non-exact for
digonal and three for off-diagonal disorder. The ICPA achieves accuracy through self-
consistency in the subspace of single fluctuations in it’s present version , while the ASR
achieves accuracy by increasing the number of recursions in the full augmented space
and estimating the terminator to mimic the asymptotic part of the continued fraction
as closely as possible. The two are very different algorithms. Both can take care of
off-diagonal disorder and short-ranged order, but in those situations where clustering,
either chemical or statistical, is important, the ASR, which takes into account correlated

scattering from clusters, should be preferable over the single-fluctuation only version of
the ICPA.

4.3 First principles calculations of force constants in alloys

As is clear from the above discussions that the crucial component in both the ASR and
the ICPA is the alloy force constants. Due to the random chemical environment around
each atom in a substitutionally disordered alloy, the force constants corresponding to A-
A, B-B and A-B pairs in a A,B;_, alloy are different and in no way resembles the force

constants in a completely ordered environment. In order to have significant accuracy in
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calculated phonon properties one should, therefore, have accurate information on force
constants corresponding to various pairs of chemical species. The only trustworthy source
of force constant data is the first-principles calculation. To this end, we have employed
first-principles Density functional perturbation theory (DFPT) to obtain force constants.
The details about the DFPT and our approach to use it to extract random alloy force

constants is discussed below.

4.3.1 Density functional perturbation theory

Density functional perturbation theory (DFPT) [Baroni et al . 2001] is a density functional
theory (DFT) based linear response method to obtain the electronic and lattice dynamical
properties in condensed matter systems. The dynamical matrix which provides informa-
tion on lattice dynamics of the system can be obtained from the ground-state electron
charge density and it’s linear response to a distortion of the nuclear geometry. In DFPT,
this linear response is obtained within the framework of DFT. One of the greatest ad-
vantages of DFPT-as compared to other nonperturbative methods for calculating lattice
dynamical properties of crystalline solids (such as the frozen-phonon or molecular dy-
namics spectral analysis methods) -is that within DFPT the responses to perturbations
of different wavelengths are decoupled. This feature allows one to calculate phonon fre-
quencies at arbitrary wavevectors avoiding the use of supercells and with a workload that

is independent of the phonon wavelength.

4.3.2 Random alloy force constants from DFPT

Since there is no first-principles theory for lattice dynamics in random alloys available we
took recourse to calculate force constants for ordered structures which can suitably mimic
the random alloy using DFPT. However, for a proper representation for the random
alloy, one needs to work with a large supercell which prohibits the use of DFPT from
a practical point of view. The other approach would have been to construct a set of
ordered structures having the same composition of the alloy under investigation, run
first-principles calculation on each of them and average the data appropriately. As a

first approximation to this approach, here we have done DFPT calculations on a single
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ordered structure and used the resultant force constants as approximate random alloy force
constants as inputs to the ICPA and the ASR. The alloy chosen is FePd. The reason for
choosing the FePd system is twofold: first, the ICPA and the ASR were applied only for
the NiPt and NiPd alloys where the constituents of the alloys have face-centred cubic
structure in their elemental phases. In case of FePd, although the alloy in the disordered
phase is face centred cubic but Fe is body centred cubic in it’s elemental phase. It was
therefore interesting to test the suitability of both the approximations in case of such a
system where one of the constitutents forming the alloy has a different structure than the
alloy itself in it’s elemental phase. Second, inelastic neutron scattering data was available
for FesoPdso alloy [Mahaddene et al 2004]. It would therefore have been possible to
compare the ICPA and the ASR results with the experimental data directly enabling
the understanding of the nature of interactions between various pairs of species in the
random phase. Since the FesoPdso forms a face centred cubic (fec) solid solution, we have
chosen the prototype tetragonal L1y structure with c¢/a ratio equal to unity to be used

for first-principles calculations.

4.3.3 Details of first-principles calculations

We use DFPT within the local-density-approximation (LDA) to compute the force con-
stants for the FePd equiatomic composition single ordered structure mentioned above.
The experimental lattice constant @ = 7.24 a.u. is used in the calculations. We em-
ploy a plane-wave pseudopotential implementation of the DFPT with Perdew-Zunger
parametrization of the LDA [Perdew and Zunger 1981] as done in the Quantum-Espresso
package. Ultrasoft pseudopotentials [Vanderbilt 1990] with non-linear core correction
[Louie et al 1982] are used for Fe and Pd. The kinetic energy cut-off is taken to be
35 Ry. The Brillouin-zone integrations are carried out with Methfessel-Paxton smearing
[Methfessel and Paxton 1989] using a 10x 7x 7x k-point mesh, which corresponds to 120
k-points in the irreducible wedge. The value of the smearing parameter is 0.1 Ry. These

parameters are found to yield phonon frequencies converged to within 5 cm™1.

Once adequate convergence is achieved for the electronic structure, the phonon force

constants are obtained using the linear response. Within DFPT, the force constants are
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conveniently computed in reciprocal space on a finite g-point grid and Fourier transforma-
tion is employed to obtain the real-space force constants. The number of unique real-space
force constants and their accuracy depend upon the density of the g-point grids: the closer
the g-points are spaced, the accurate the force constants are. In this work, the dynamical

matrix is computed on a 6x 6x 4 g-point mesh commensurate with the k-point mesh.

4.4 Results and Discussions

In Table 4.1 we report the nearest-neighbor force constants for the artificial ordered struc-

ture A-B obtained from first-principles as described above. Subsequently, we use these

Table 4.1: Real-space nearest neighbor force constants for FesoPds, obtained by DFPT

calculations on the artificial ordered structure. The units are dyn cm™!.

Pair Force constant ~ Direction
Fe-Fe -9458 lxx
Fe-Pd -9458 lzx
Pd-Pd -28974 lax
Fe-Fe -6005 lxy
Fe-Pd -10755 lay
Pd-Pd -30372 lxy
Fe-Fe 1800 12z
Fe-Pd -114 1zz
Pd-Pd 3555 lzz

force constants as inputs to the ICPA and the ASR calculations. Figure (4.1) shows the
corresponding dispersion curves. The results clearly show that the force constants for the
artificial ordered structure are not adequate to describe the lattice dynamics for the disor-
dered FesoPdsy system. In both the ICPA and the ASR, the high frequency phonons are
poorly represented for all three symmetry directions. On top of that, the high frequency
branches suffer a split for large ¢ values, a feature not observed in the experiments. All
these features point to the fact that the force constants used in the ICPA and the ASR

calculations completely fail to capture the complexities of the force-constant disorder in
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Figure 4.1: Dispersion Curves ( frequency v vs. reduced wave vector ¢ ) for FesoPdsg
alloy. The upper panel correponds to the ASR results however the lower panel to the
ICPA results. The filled circles are the experimental data Mahaddene et al 2004. The
force constants used are given in Table 4.1.

a random environment. This is quite understandable as we have used a crude approxi-
mation for the force constants in random environment. One single ordered structure , in
no way, can mimic the randomness in the environment around a given chemical species.
The fact that the force constants obtained on this artificial structure are responsible for
the disagreement with the experiment is corroborated by the coherent structure factors,
particularly at high ¢ values as demonstrated in Figure (4.2) where coherent structure
factors for certain high g values, obtained by the ICPA, are displayed. The curves clearly
show that the spurious high frequency peak is due to the Pd-Pd pairs and to a smaller
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Figure 4.2: Partial and total structure factors calculated in the ICPA for various (-values
along the [¢,0,0] and [C, (, (] directions in FesoPdso alloy. The solid line are the total
contribution, the dotted lines are the Fe-Pd spectra, the long-dashed lines are the Fe-
Fe spectra, and the dot-dashed lines are the Pd-Pd contributions. The type of mode is
labelled along a particular symmetry direction. The force constants used are given in

Table 4.1. The details are given in the text.

extent due to Fe-Pd pairs. Asis seen from Table 4.1, the Fe-Fe and Pd-Pd force constants
differ by about 70 %, thereby representing a situation of very strong disorder as is seen
in the case of NiggPtsq [Ghosh et al 2002]. The splitting of the high frequency branch is

a manifestation of this strong force-constant disorder, albeit wrong in the present case.

In the pursuit of the correct set of force constants for the system so that the suitability
of the ICPA and the ASR can be properly tested, we then used the force constant data
as reported in the experiment [Mahaddene et al 2004]. However, the force constant data
reported in the experiment was obtained by fitting the frequencies to a Born-Von-Karman
force constant model. Also, the frequencies were obtained from neutron-scattering data
on ordered L10 structure at 860K, very close to the order-disorder transition temperature

950K. The reason behind using the experimental force constants obtained from an ordered
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L10 structure for disordered calculations were twofold: first, the L10 force constants
should be a better approximation for random alloy force constants than the artificial
cubic structure ones because the L10 structure allows structural relaxation and therefore
a variation in the bond distances between different chemical species pairs although in
a restricted way. Nevertheless, this restricted degree of relaxation could be crucial in
capturing the nature of forces between various chemical species as has been seen in case
of NiPt alloys [Ghosh et al 2004]. Second, since the L10 data was taken at 860K and
the disordered fcc data was taken at 1020K, both of them lie very close to the order-
disorder transition temperature. At a first-order order-disorder transformation at finite
temperatures, the ordered phase is only partially ordered and the disordered phase is in
equilibrium with, has short-range order. Examination of the correlation functions has
shown that ordered and disordered states rather show similar atomic arrangement in the
vicinity of the order- disorder transformation. It is therefore expected that in the present
case, the L10 force constants at 860K would not change significantly in the disordered
phase at 1020K. These intuitive arguments are well supported by the dispersion curves
presented in Figure (4.3). Both the ICPA and the ASR results agree reasonably well
with the experimental data. The spurious splitting obtained earlier disappears. This
disappearance can be understood better if we look at the force constants used for this
calculation. Table 4.2 lists the experimental force constants used as inputs for the ICPA
and the ASR calculations. In comparison with DFPT values, the Pd-Pd force constants
are a lot softer and the Fe-Pd force constants harden. The fact that the force constants
and their behavior is indeed the deciding factor is again exemplified by the coherent
structure factors for the selected high ¢ vectors as shown in Figure (4.4). The figures
show that the single high frequency peak is now mostly because of the Fe-Fe and Fe-Pd
contributions, rather than the Pd-Pd contribution. This points to the fact that the Pd-Pd
contribution was overestimated and the Fe-Fe and the Fe-Pd contributions were grossly
underestimated by the DFPT calculations on the artificial cubic structure because of the
lack of relaxation in such structure. This in turn can be understood by looking at the
bond distances between various pairs of species. In the cubic structure, the Fe-Fe, Pd-Pd
and the Fe-Pd distances were same and in the present case was taken to be 5.12 a.u. The
L10 structure at 860 K, on the other hand, had Fe-Fe and Pd-Pd distances to be 5.25
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Figure 4.3: Dispersion Curves ( frequency v vs. reduced wave vector ¢ ) for FesoPds
alloy. The upper panel correponds to the ASR results however thelower panel to the
ICPA results. The filled circles are the experimental data Mahaddene et al 2004. The
error bar in the ASR result basically represents the full widths at half maxima (FWHM)
at various ¢ values. The force constants used are given in Table 4.2.

a.u. and the Fe-Pd distances to be 5.08 a.u. Thus, the Pd atoms, in the artificial cubic
structures, were made to vibrate in a smaller volume and because of the smaller distance

between two like atoms, the Pd-Pd force constants became harder.

Figure (4.5) compares the ICPA and the ASR results for the phonon densities of states.
Both the approximations produce identical features. The peaks and the band edges have
quantitative agreement among themselves and with the experimental results [Mahaddene
et al 2004].

Figure (4.6) displays the Full width at half maxima (FWHM) data associated with the

finite lifetimes of phonons due to disordered scattering. The upper three panels show the
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Table 4.2: Real-space nearest neighbor force constants for FesoPdsg obtained from ex-

perimental data Mahaddene et al 2004 on L10 structure at 860K. The units are dyn

cm™ !,

Pair Force constant  Direction
Fe-Fe -5650 lxx
Fe-Pd -14050 lax
Pd-Pd -19450 lzx
Fe-Fe -9750 lay
Fe-Pd -16550 lay
Pd-Pd -22350 lay
Fe-Fe 4100 1zz
Fe-Pd 2500 lzz
Pd-Pd 2900 lzz

widths as a function of wave vector (¢) along the three symmetry directions extracted from
the ASR method, however the lower three panels show the ICPA results. The FWHM is
a more sensitive test for the underlying approximation than the dispersion curves. The
ICPA and the ASR have reasonable agreement regarding FWHM'’s although quantitative
agreement is not there because of the different nature of the two approximations. Unfor-
tunately, the experimental group didn’t perform a phonon life-time measurement so that

the FWHM’s calculated theoretically could be compared with the experiments.

In Fig. (4.7), we have shown the total coherent structure factors at various ¢ values
along the three symmetry directions with various modes of vibrations. The upper box
shows ASR result however the lower ICPA result. In both the cases, the different curves
for different ( values are shifted along the x-axis in order to facilitate vision. One can easily
notice the difference in the nature of curves arising out of two different methodologies.
In ASR result,we have found three classes of degenerate modes, these are (1) T1 and T2
modes along [¢00] directions (2) L and T1 modes along [(C0] directions and (3) all the
three modes along [(((] directions. However in ICPA case, all the modes along different
directions are non-degenerate. The difference in the two kinds of results are due to the

different structure and way of calculations in the two methodologies. However the ultimate
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Figure 4.4: Same as Fig. 4.2 but with the force constants of Table 4.2. Other details are

given in the text.

dispersion curves and FWHM'’s came out from two different methodologies are reasonably

well compareable, which are the actual vibrational quantities to look at in any disordered

alloy.

4.5 CONCLUSIONS

This chapter has continued the development of the Augmented space recursion for study-
ing the vibrational properties of disordered metallic alloys. A brief description of the
method combined with a first-principles calculation (the so called DFPT) of the dynami-
cal matrices has been reported. The power of the approach has been illustrated by explicit
calculations for the FesoPds5q system.

In addition, we have shown in this chapter that the two theories ICPA and ASR are
unique and systematic in the sense that they produce almost identical results for a partic-

ular system. Both the theories can explicitly take into account the fluctuations in masses,
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Figure 4.5: Phonon density of states for FesoPdsy alloy. The upper and lower panel shows
ICPA and ASR results respectively. The force constants used are that of experiment given
in Table 4.2.

force constants and scattering lengths. We propose the methods as computationally fast
and accurate techniques for the study of lattice dynamics of disordered alloys. A correct
quantitative trend (compareable to the experimental result) of the phonon dispersion and
the phonon density of states has been predicted by both the methodologies when the
experimental force constants has been used in the calculation. Off-course there is a fairly
obvious general comment to be made with regard to the self consistency of the procedure.
This is precisely the reason that a first-principles estimate of the dynamical matrices on
parent ordered alloys do not yield quantitatively accurate results (in comparison with the
experiment) for the disordered alloy. We shall propose that we need to go beyond and
estimate the dynamical matrices from a model of embedded atoms in a fully disordered

back ground.
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Figure 4.7: Total coherent structure factors in different directions with different branches

for FesoPds alloy. The upper and lower box shows ASR and ICPA results respectively.

In each of the different directions and branches, the various curves indicate the total

structure factors for various ¢ values starting from the lowest value to the edge of the

Brillouin zone. For the ASR result, the T1 and T2 modes are degenerate along [¢00]

direction, L and T1 modes are degenerate along the [((0] direction, however all the three
modes are degenerate along the [(((] directions. In the ICPA result, non of the modes are

degenerate. Such differences are hidden inside the structure of two different calculations.

In both the boxes, the different curves for different ¢ values are shifted along the x-axis

in order to facilitate vision.



Chapter 5

Inelastic neutron scattering in random binary alloys

5.1 Introduction

In the last chapter we have set up a methodology for the calculation of configurationally
averaged density of states for phonons in disordered binary alloys and have applied it to
three carefully chosen alloy systems to illustrate the interplay between diagonal and off-
diagonal disorder. All the physical quantities discussed in that chapter like the dispersion
relations and line widths for phonons can be measured directly through coherent inelas-
tic neutron scattering. Information about the phonon density of states can be extracted
from the incoherent inelastic neutron scattering cross sections. Over the past few years,
numerous experimental studies [Tsunoda et al 1979, Svensson et al . 1967, Nicklow
et al . 1968 and others, Kamitakahara and Brockhouse, 1974, R. M. Nicklow 1983] of
the lattice dynamics of disordered systems have been carried out providing insight into
the nature of their elementary excitations. However the theoretical counter part is still
unsatisfactory. The theory of scattering of thermal neutrons with disordered alloys is not
a trivial problem in the sense that it requires two basic inputs : first is the formulation
of the problem and the second it’s actual numerical implementation in realistic situa-
tions. As far as the formulation part is concerned, several authors have attempted the
problem with different approaches. However their actual numerical implementation in
realistic systems still remains sketchy beyond the simple single site mean field theories.

Quite some time ago, Nowak and Dederichs 1982 discussed the separation of the coher-

9The contents of this chapter has been published in the paper : Aftab Alam and A Mookerjee, Phys.
Rev. B 71, 094210 (2005).

67
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ent and incoherent parts of the total inelastic scattering intensity by using the scattering
diagrammatic technique within the single site coherent potential approximation (CPA).
According to their approach the incoherent part of the total scattering intensity is the
sum of all irreducible diagrams containing only short ranged correlations. The coherent
part on the other hand may be expressed as a product of the usual configuration averaged
Green function and the square of an effective scattering length, which is itself given by
the irreducible diagrams closely related to those for the self energy. It has been known
for some time that the single site CPA cannot adequately deal with intrinsic off-diagonal
disorder of the force constants in the problem of phonon excitations in random alloys.
This was evidenced in the inability of the single site CPA to explain experimental lifetime
data on NiPt [Tsunoda et al 1979]. Nor can it adequately deal with the correlated diag-
onal and off-diagonal disorder induced by the force constant sum rule. Several successful
attempts have been made to go beyond the CPA. These include, among others, approxi-
mations based on the augmented space formalism (Mookerjee 1973) : the traveling cluster
approximation (TCA) [Kaplan and Mostoller 1974, Kaplan and Gray 1981, Mills and
Ratnavararaksha 1978, Kaplan et al 1980], the Cluster-CPA [Srivastava et al 1982,
Mookerjee et al 1983], the itinerant cluster approximation (ICPA) Ghosh et al 2002 and
the augmented space recursion (ASR) Alam and Mookerjee 2004.

In this chapter we shall tackle a two-fold problem : one of formulation and the other
of implementation in real alloy systems. We shall use a scattering diagram technique
also based on the augmented space formalism [Mookerjee 1975, Mookerjee 1976] to sug-
gest how to separate the coherent and incoherent parts of the total inelastic scattering
cross-section for a disordered binary alloy in a way mirroring the ideas of Nowak and
Dederichs, but this will be done without taking any recourse to mean-field like approx-
imations. For implementation in real alloy systems, we shall suggest the ASR for the
evaluation of scattering cross sections. But instead of doing an ordinary recursion, we
shall perform a Block recursion in order to calculate the off diagonal entries of the Green
matrix, since the expressions for the scattering cross sections in our formalism require the
contribution of off-diagonal Green’s function. The approximation introduced within this
formalism will maintain the essential analytic properties of the Green function, deal with

off-diagonal disorder and the sum rule without any further simplifications or assumptions
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and encompass environmental effects over an extended neighbourhood. This is the major

contribution of this particular work.

5.2 The Formulation

In the previous chapter (3), we had derived an expression for the configuration averaged

Green matrix [Eqn. (3.11)] as :
<G(RR.*)>={0}oR (Mo’-D)  |{0}®R) (5.1)

The above expression is in terms of the real space basis, where

M = Am)I®I+B(m) Y pr@Pr+F(m) > Th @Py
R R

_ <M M. (5.2)

5 - —Z {Z ‘I’?{%/}@PR +Z ‘I’?{%/@)TRR/

R |\R#R RR/

= <5>~§:{§:Aﬁ}®PR§:M$®TM/

R R'#R RR’
— <D> 4D (5.3)
with
Arw = DRy (ph+ph) +Dih (TR +Th) + DS, ph ph
+Dir (Ph Tk + Tk Piv) + Digw TH T (5.4)
where
DY = (y—=z) o),
D = iy o),
D® = (y—x)? D),

D(4) = /XYy (y —LE) CI)(Q),
D(S) = Iy (I)(g).
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and
O = 2 @) —y O+ (y — 2)%
o = o+ oy 2%

The virtual crystal (VCA) Green matrix is
g(R R,w’) = ({0} @ Rl (KM > w’~ <D >)"' {0} ® )

where

<M>=<m>IxL

Using Egs. (5.2) and (5.4), we get

< G(R,R, 0w > = ({0} ®R) ( <M > wl— <D > +Mu? - ’]5’)_1 {0} ® R
— ({0}e R (g -D) HNoR) (5.5)

where we define

5122 {—TR— Z ARR/} ®@Pgp + Z Z Arr @ Trr

R R'#R R R'#R

with
Yr=B(m)w’ p; + F(m) w? TS.

Let us discuss in brief the superiority of our approach as compared to the previous theories.
The coherent potential approximation has been one of the most successful approximations
for the calculation of the configuration averaged Green functions for disordered alloys.
However, it is a single site approximation and is unable to deal with the intrinsic off-
diagonal disorder in phonon problems. In the early 70s there had been several attempts
to generalize the single site CPA to the so-called bond CPAs (W Shiba 1971, Brouers
et al . 1973). These bond CPAs have serious drawbacks in the sense that they did not
reproduce the dilute limit accurately. This has been discussed by Elliot et al . 1974.
For example, when a B atom sits on a site in a randomly occupied lattice, all the bonds
that emanate from it are correlated in the sense that they can either be of the type BA

or BB depending upon the occupation of the site at the other end of the bond. These
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Figure 5.1: Bond coherent potential approximations

correlations between bonds emanating from a site are important at all concentrations.

Let us see what a bond CPA does :

The left hand side of Fig. (5.1) shows a lattice whose sites are randomly occupied.

The various bond CPAs fall into two categories :

(1) The first category concentrates on one bond, replaces the randomness of the end-
points by a binary “bond occupation” variable n;. It replaces the rest of the solid
by an average medium obtained self-consistently by requiring that the scattering

from this bond is zero on the average.

(2) The second category again isolates a single bond and considers it to have a trimodal
distribution V44, Vg or Vg . It also replaces the rest of the solid by an average

medium which is obtained through a similar CPA-like argument.

In both these approaches, the single bond is taken out of all the bonds emanating
from a site. The correlations between this and the other bonds which share a corner with
it gets lost in the approximation. Either of these approaches have the serious drawback

discussed by the review article by Elliot et al . 1974.

Our approach for calculating the configuration averaged Green function is quite dif-
ferent. We start with the exact expression of equation (5.5) and carry out recursion
(Haydock et al 1972) starting from an initial state. Our model may be schematically

shown in figure (5.2). The correlations between bonds ending at a site is explicit. In
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Figure 5.2: Our model, where the correlation between bonds arises because of the common
vertex which is random

addition the correlation between the diagonal element of the dynamical matrix and the
off-diagonal elements is also explicitly taken. As we carry out the recursion step by step,
we include joint fluctuations of the bonds terminating at the central site. The action of

the Hamiltonian on a recursion “state” in augmented k-space is as follows :

(a) Flipping configuration from 1 to | or vice versa at the central site or one of its

neighbours.

(b) Flipping configurations from T to | or vice versa one at the central site and one at

one of its neighbours.

(c) Translating the configuration pattern by a lattice vector.

We start with a “average” state with T at all sites. As the recursion steps proceed,
configuration fluctuations are generated on various sites. All configurations of the central
site and its neighbours are generated as we carry out the recursion step by step. Conse-
quently, from the way we have set up our random dynamical matrix, all the correlated

configurations of the bonds emanating from the central site are taken into account.
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The asymptotic part of the continued fraction is replaced by an analytic terminator
(either that proposed by Luchini and Nex or Beer and Pettifor). This terminator is
deduced from the initial recursion coefficients. This is the approximation made on the
exact expression of equation (5.5). If we carry on recursion exactly up to 8 steps, 16
moments of the density of states are exactly reproduced and the analytic terminator also
ensures that the asymptotic moments are accurate. This is certainly way beyond the

accuracy of the bond CPAs of the type introduced by Brouers et al . 1973.

5.3 A generalized multiple scattering diagram approach

7 7
B F
7 K NN 7
[m| B E EE
(1) )
D
N7 N4 N N A
/ SO v /s /

Figure 5.3: The scattering vertices for the averaged Green function

In this section we shall start from Eqn. (5.5) and develop a multiple scattering picture
based on this. The idea is very similar to that of Edwards and Langer [Edwards 1958,
Langer 1960] in the context of purely diagonal disorder. We shall first expand Eqn.(5.5)

as follows :

< G(R, R, w’) >= ({0} @ R| (g+g D g+gD gD, g+...> {0} o R)  (5.6)
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Let us discuss very briefly how one generates the scattering diagrams. The first term in

Equation (5.6) gives :
({0}oRlg {0} @ R) = g(R R,v?) (5.7)
The second term yields zero since ({#} ® R|D;|{0} ® R’) = 0. The third term gives :
> > Y (e R gl{ltes) ({0} s D [{C}es")
S/S// S///S//// {C} {Cl

({Cr® 5" g HC'Y @ 8") {{C'} © 8”| D1 {B} © 5™) ({0} © 5"| g [{0} © R')

A little algebra yields the following contribution :

({0} ® Rlg D, g D, gl{} ® R) =
Y g(R,S1,w?) (Fw?) g(Sh, Sa, w?) 6(S1 — Sa) (Fuw?) g(Ss, R, w?) +

515,

33 g(R, S1,w?) (Fw?) g(S, S5, w?) 8(Sy — S3) AL, (S, R, w?) +
Si S3S4

> > sk Sy, w?) (Fw?) g(S1, S5, w?) 6(S1 — S4) Ai)s4 g(Sy, R, w?) +
Si S3S4

SZSZS g(R, S, w?) ASlSQ g(Ss, Sy, w?) 6(S1 — Sy) (Fw?) g(Sy, R, w?*) +

SZSZ; g(R, S1,w?) Asls2 g(Ss, Sy, w?) 6(Sy — Sy) (Fw?) g(Sy, R, w?) +

SXSZ SZSZ g(R, S1,w?) AL, (S, S5, w?) 3(S1 — Ss5) AL, g(Ss, R w?) +
525: SXS: g(R, Sy, w?) A5152 g(Sy, S5, w?)6(S1 — Sy) AS3S4 g(Sy, R, w?) +
152 5354

SX@; SX; g(R, S, w?) Aslsg g(Ss, S3, w?) 0(Sy — S3) A5354 g(Sy, R, w?) +

SXS; SZS; g(R, S1,w?) A5152 g(Ss, S3, w?) 0(Sy — Sy) A3534 g(Sy, R, w?) +

Z Z g(R7 Sla w2) ASlSQ (SQa S37 ) 5(32 - 54)5(51 - S3) AA(S'53)S4 g(54a Rla w2) +

5152 5354

ST 3 g(R, S, w?) A, 8(Ss, Ss,w?) 8(Sy — S1)3(Ss — S3) AL, &(Ss, R, w?) (5.8)

S152 5354
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Figure 5.4: The scattering diagrams for n=2.

Referring to Eqns. (5.7)and (5.8) we shall now build up the scattering diagrams. First we
shall associate scattering vertices with the terms in M’ and D’. The Fig. (5.3) shows the
seven different type of scattering vertices. The dashed lines are associated with the delta
functions. With each factor g we shall associate a propagator represented by a horizontal
arrow. The connected diagrams to order n are then built up by stringing together (n+ 1)
propagators connected by n vertices with all dashed fluctuation lines connected in pairs.
The algebraic terms in Eqn. (5.8) are then represented by the diagram shown in Fig. (5.4).
The Edwards-Langer diagrams were originally developed only for diagonal disorder. The
diagrams shown in Fig. (5.4) involve off-diagonal scattering terms and the associated

diagrams are generalized scattering diagrams.

Fig. (5.5) shows all the topologically distinct classes of scattering diagrams for n=3.
Note that it involves terms with contributions from D™, D® and D® . These scattering
vertices cannot sit either in the leftmost or in the rightmost positions, because one of the

associated pseudo-fermion Green function line vanishes.

For n=4, there are various classes of diagrams as shown in Fig. (5.6). In this figure,
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Figure 5.5: The topologically distinct scattering diagrams for n=3.

(i) the diagram of the type shown in the left most corner of the first row of (A) indicates

1. The second tent goes to renormalize the rightmost

a separable double tent diagram
phonon Green function from g(x,y) to < G(x,y >. (ii) the diagram of the type shown in
the middle of the first row of (A) indicates a double tent non-separable diagram and (iii)
the diagram of the type shown in the right most corner of the third row of (A) indicates a
non-separable crossed-tent diagram. Of these, the inner tent in the double tent diagram

(ii) goes on to renormalize the interior Green function. As such, the crossed tent diagram

la separable diagram is one that can be broken into two along a electron line without also breaking a
pseudo-fermion line
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Figure 5.6: The topologically distinct classes of scattering diagrams for n=4.
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(iii) is a skeleton diagram of this class. The kinds of diagrams other than these are few

examples of skeleton diagrams in this order involving various types of vertices.

If we club together the contribution of all the skeleton diagrams calling this the self-

energy, and allow all phonon Green functions except the left-most to be renormalized by

the separable and non-separable, non-skeleton diagrams, we get the Dyson equation :

<G> =g4+gXG>

For homogeneous disorder we have shown earlier that we have translational symmetry in

the full augmented space [Ghosh et al . 1999]. We can then take Fourier transform of the



Chapter 5. Vibrational properties of disordered systems 78

B 7 .
sIY Y-ras H &,

F @
TN e ©)
.' h ‘.‘ Key — | D %

D(5J .

Figure 5.7: Structure of skeleton diagrams for the self-energy

above equation to get :
< G(q,E)> = g(q.E) +g(q.E) X(q,E) <G(q,E)>

The diagrams for the self-energy are skeleton diagrams all of which have the structure as
shown in Fig. (5.7).

Let us now examine some specific Edwards-Langer scattering diagrams, in some detail,
in order to understand their physical significance and relation to mean-field approxima-
tions. The first three diagrams on the first row of Fig. (5.8) arise because of purely
diagonal disorder in mass. Of these the first two diagrams describe self-energy corrections
to the VCA propagator because of configurations fluctuations at a single site. These dia-
grams are closely related to the diagrammatic treatment discussed by Leath [Leath 1968|.
Referring to that earlier work, we note that these diagrams are explicitly included in the
1CPA. The self-energy arising out of such diagrams is site-diagonal, or k-independent in

reciprocal space. The third diagram is the smallest order diagram of this type which de-
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Figure 5.8: Details of some skeleton diagrams for the self-energy

scribes joint configuration fluctuations of two distinct sites. These type of diagrams take
us beyond the 1CPA. For the 1CPA we ignore these fourth order diagrams, and all higher
order diagrams, to all orders, describing joint configuration fluctuations of more than two
sites. Within this approximation, the first inaccurate moment of the density of states
is of order eight. If we include diagrams to all orders which describe joint configuration
fluctuations of two sites we are lead to the 2CPA. This has been described in detail in the

work of Aiyer et al . 1969 and Nickel and Krummbhansl 1971.

The diagrams in the second row of Fig. (5.8) describe self-energy corrections due to
configuration fluctuations at a single site for both diagonal (mass) and off-diagonal (force-
constant) disorders. The first and the third diagrams lead to a diagonal self-energy, while
the second and fourth diagrams lead to an off-diagonal contribution to the self-energy
in real space. For off-diagonal disorder even these second order diagrams can lead to
off-diagonal (real space) or k-dependent (reciprocal space) self-energy. Ignoring these
contributions ( to all orders) will lead to a 1CPA type approximation where even the
fourth moment of the density of states will be inaccurate. This had been noted earlier
for 1CPA in off-diagonal disorder problems. The diagrams in row three of Fig. (5.8) are
very similar contributions from configuration fluctuations at a single site but arising out

of pure off-diagonal disorder.

The diagrams on the last row of Fig. (5.8) describe self-energy contributions coming



Chapter 5. Vibrational properties of disordered systems 80

from joint fluctuations of two sites arising out of off-diagonal disorder. All such diagrams
take us beyond the 1CPA and some of them contribute to a self-energy which is off-

diagonal (real space) or k-dependent (reciprocal space).

The formal summing up, to infinite order, of diagrams which involve configuration
fluctuations involving single sites has been discussed by Leath 1968. This leads to the
1CPA and within this approximation the first inaccuracy occurs in the eighth moment
of the averaged density of states. Nickel and Krummhansl 1971 have discussed in detail
how to sum up, to infinite order, diagrams which also include joint configuration fluctu-
ations of two sites. It is clear from this discussion that any generalization of a purely
diagrammatic treatment of joint multi-site configuration fluctuations is a very difficult
task indeed. However, a recursion based calculation of the self-energy, as proposed by us
in our previous chapter (3), includes the contribution of such diagrams. Therefore, we
propose the augmented space recursion as an alternative method for the calculation of

averaged Green functions including effects of joint multi-site configuration fluctuations.

5.4 Coherent and Incoherent Inelastic scattering cross sections

The calculation of inelastic scattering cross-sections has had a long history. For random
alloys mention must be made of the work of Elliot and Taylor 1964 reviewed by Elliott
et. AL. [Elliot et al . 1974]. Our arguments here are based on the ideas proposed by
Nowak and Dederichs for the various kinds of scattering diagrams. It turns out that
the numerical evaluation of these quantities require the entire configuration averaged
Green matrices < G(q,w) > and self energy matrices 3(q,w) in the reciprocal space

representation.

The formal expression for the inelastic cross-section for the scattering of thermal neu-

trons from an initial state labelled by k to a final state k’ with a change of energy,
2

2M,,
and a change of wave-vector q = k — k' + Q , where Q is a reciprocal lattice vector is :

d*o 1 K
= s o2 60" (Wa Sm Gl (w) W) n(w) exp {iq- (R~ R)}
dQdE ~ 2Nhk 4 4 2 ( )

E =hw=——(k* — k)

(5.9)
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Figure 5.9: The scattering vertices related to the fluctuations in W

here : Wr = wg {exp[—(1/2){(q - ur)?)w|} : wg is the scattering length of the nucleus of
the atom sitting at R, its equilibrium position, and ug(t) is its deviation from equilibrium
at the time ¢. n(w) is the Bose distribution function. For a random alloy, wg, the
Debye-Waller factor, the atomic mass and the force constants are all random variables
and dependent on one another via the random occupation variables {ng}. Carrying out
averaging over nuclear spins as well as over all the random configurations :

d*o 1 1K
= =3 3N %" Sm [ WaGH (w)Wr | n(w)exp {iq - (R — R')[5.10)
ldeE L INR R e (WaGi Jun

Given homogeneity of disorder, we may rewrite the above configuration-average as :

Lo | LE s o2 o go8(g,w) n(w) G.11)
ddE|,, ~onk e T OTY Y |
Wr G (w) We] = G%(R— R, w)

G*(q,w) = g G*(R,w) exp{iq- R}
(5.12)

Since Wx is a random variable taking two values W4 and Wp depending on which kind
of atom sits at the site labeled ‘R’, So we can write Wg = W4 ng + Wgp (1 — ng).
Augmented space theorem then leads to the W factor being replaced by an operator in

configuration-space as :

W = AW IQI+B(W) Y. Prophr+ F(W) Y Pre Ty
R R

= Wol@I+W,Y Pr@ph+Wsd ProT,) (5.13)
R R
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Figure 5.10: The scattering diagrams for the inelastic scattering cross-section
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Since, like the mass, W is a scalar, mode independent quantity, A(W) = A(W) 6,5, B(W)

— B(W) 845, F(W) = F(W) 6,3 and W = W d,5. The scattering vertices arising out of
Eqn. (5.13) are shown in Fig. (5.9). The augmented space theorem then gives :

< WipGrpWpr >=(R@ {0}|W (g+gDig+gDig Dy g+...) W|R @ {0})
(5.14)

Fig. (5.10) shows few of the scattering diagrams produced from Eqn. (5.14) for the

scattering cross-section. We have grouped them into four categories :

1. In the category (i) are reducible diagrams whose end vertices are Wy or the aver-
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aged value < W > d,3. The central decorations are all the diagrams we have
already seen for the configuration-averaged Green function. The contribution of

these diagrams are therefore :

W, < G(w) > W,

2. The second set of diagrams (ii) are also reducible diagrams. Inspection of the

diagrams immediately show us that their contribution may be written as :
W(w) < Gw)> Wi+ W, < Gw)> W (w)

The contribution of the 'vertex” W'(w) and W”(w) are closely related to the self-
energy, with the initial and final vertices being different : Wy rather than D, or
D5. We shall discuss this relationship subsequently.

3. The third set of diagrams (iii) are reducible diagrams with contribution :
W (w) < Gw)> W"w)

The contribution of these three sets of reducible diagrams may be added together

to give :
Wis(w) < Gw) > Wepp(w)
where
Wess(w) = Wo + W(w)
and

Wesp(w) = Wo + W (w)

4. The last class of diagrams (iv) are irreducible diagrams. Their contribution is also
related to the self-energy with both the initial and final vertices being W5 rather
than D@ or D® . We shall discuss these diagrams in detail subsequently.

Because of the disorder renormalization, the W is diagonal neither in real nor mode
space and becomes frequency dependent and complex. The reducible diagrams contributes

to an expression :

gred q,w Z eff qa < GMV((L ) > Wff(q> ) (515)
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If we now examine the structure of the self-energy diagrams in Fig. (5.7), we note that
the vertex D@ creates one configuration fluctuation at a site if it is an initial vertex
and annihilates a configuration fluctuation if it is a final vertex. On the other hand, the
D® vertex creates two configuration fluctuations at two sites if it is an initial vertex and
annihilates two configuration fluctuations at two sites if it is a final vertex. The diagrams
for both Wsf(w) and the irreducible diagrams in Fig. (5.10) have vertices which create
or annihilate only one configuration fluctuation at both the initial and final vertices. If
we denote the part of the self-energy contributed by the diagrams in the first two lines of
Fig. (5.7) by X(w), then it follows that :

W.ir(q,w) = Wy + Wy [A(q)] ™! B(q,w)
Wer(q,w) = Wy + E(q,w)[Aq)] ™ W, (5.16)

where

A(q) =F(m) v’ +D®(q) + DP(q)

The expression (5.15) is long-ranged in real-space. Following the argument of Nowak
and Dederichs 1982 within the CPA and Mookerjee and Yussouff 1986 in a more general
context of a cluster-CPA, we identify contribution of the reducible part as the coherent

part of the inelastic scattering :

d20' coh 1 k, . e B
Lde] = Y 0 S [Wegs(a,) € Gla,w) > Wegsla,0)]™ n(w)
av af

(5.17)

If we now look back at the irreducible diagrams in class (iv) of Fig. (5.10), we note
that the diagrams in the top row of (iv) are both short ranged : the leftmost one is
totally diagonal in real-space and the rightmost one has the same range as the dynamical
matrices, which are reasonably short ranged. The bottom diagram is longer ranged.
However, this and all long ranged diagrams in this class involve crossed-tent diagrams. If
we look at the diagrams for the self-energy exactly the same kind of structure is seen. The
only diagrams which can lead to a long-ranged self-energy are the crossed-tent diagrams.
One out of many such diagrams is the right most corner diagram of the third row of Fig.

4.4(A). These diagrams belong to correlated scattering from configuration fluctuations at
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different sites. The contributions of such diagrams are dominated by those which are short-
ranged. Within the single site coherent potential approximation (CPA) such diagrams are
neglected altogether and the self-energy (and therefore the irreducible diagrams for the
cross-section) is diagonal in real-space. Beyond the CPA, dominant contributions arise
from correlated scattering of the smaller clusters and the contribution of the irreducible
diagrams is also short-ranged : being between sites within the smaller clusters. The range
of the self-energy and the irreducible diagrams are therefore as large as the size of the
largest cluster whose correlated scattering is significant. The Locality principle of Heine
[Heine 1980] convinces us that electronic structure is insensitive of far-off environment
and, although the self-energy is not diagonal in real-space (except in the single-site CP
approximation), its range is nevertheless short. This is behind the reasonable success of
the CPA in any cases. Again, following the arguments of Nowak and Dederichs 1982 and
Mookerjee and Yussouff 1986, this contribution can be related to the incoherent part of

the inelastic scattering. The incoherent intensity is given by :

[d?;;El = %%Zg‘ ¢“q® Im [I‘(q,w)rﬁ n(w) (5.18)
where
I‘(qa(ﬂ) - W2 [A((Lw)]_l E(q,w) [A(q7w>]—1 W2 (519>

5.5 RESULTS AND DISCUSSION

In the next two sub-subsections, we explore the relative importance of mass and force con-
stant disorder in the inelastic neutron scattering for two specific random alloys Niss Pdys
and NisgPtsy. In the previous two chapters, we have already studied the advantages of
Augmented space recursion (ASR) over the simple CPA for understanding the dispersion
and life time of phonons in random binary alloys. The present work is an extension of
that work from the implementation point of view, since now we need to apply the Block
recursion technique [discussed in section (Godin and Haydock 1988, Godin and Haydock

1992) of chapter 2] to calculate the full green matrix and self energy matrix.



Chapter 5. Vibrational properties of disordered systems 86
5.5.1 Ni55Pd45 AHOY

We refer the reader to Table-3.1 of the chapter (3) for some of the basic properties of
face-centered cubic Ni and Pd, which is relevant for our present calculation. The prop-
erties associated with the neutron scattering of Ni and Pd are reasonably favorable. The
incoherent scattering cross section of Ni is fairly high, which was at first thought to be a
potentially serious disadvantage, but in practice, this did not turn out to be much of a
problem. It has been found that the scattered neutron distributions are always dominated
by the coherent scattering even for high frequency mode with large widths. Experimental
investigation shows that significant difference between the coherent scattering lengths of
Ni and Pd (The coherent scattering length for Ni is 1.03 while that of Pd is 0.6 in units of
107'2cm ) produces additional incoherent scattering in Niss Pdys, but this is much smaller

than the incoherence produced by the Ni-atom itself in the alloy.

In Fig. (5.11), we display the inelastic coherent scattering cross sections [calculated
from Eqn. (5.17)] obtained from our Block recursion calculation along the highest sym-
metry directions ([00], [¢C0], [CCC] . ¢ = |q]/|@maz|)- For a particular direction, different
curves indicate the cross sections at various (-points starting from the lowest value (¢ = 0)
to the edge of the Brillouin zone (¢ = 1 in units of 27/a). The first thing to note is that
the scattering cross sections are often asymmetric near the resonances. This property was
also reflected in the phonon line shapes shown in the chapter (3). However the amount of
asymmetries in the cross section is more than that in the usual Lorenzian shaped phonon
line. That should be obvious because if we see the paper of Nowak and Dederichs 1982,
there they have derived an expression for the coherent scattering cross section in the single
site CPA framework, this expression contains in addition to the usual Lorenzian phonon
line contribution | obtained from Sm < G(q,w) > |, a second term which will have zero
contribution only if the scattering length do not fluctuate ( which is not the case in our
formulation ). They have also argued that this extra term leads to an asymmetry (rather
small contribution) of the phonon line. One can also notice that the nature of asymmetry
in the cross section is not the same as in the line shapes. This is due to the contribution
of off-diagonal elements of the Green’s matrix and self energy matrix in the coherent scat-
tering cross section [ as obvious from expression (5.17) |. This difference in the nature of

asymmetry is more pronounced in the [(C0] and [(((] symmetry directions, because the
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Figure 5.11: The coherent scattering cross section in different directions for Nis; Pdys. In
each of the different directions, the various curves indicate the cross sections for various (
values starting from the lowest value to the edge of the Brillouin zone. The y-axis is in an
arbitrary scale with heights scaled to the maximum height. Different curves for different
¢ values are shifted along the x-axis in order to facilitate vision.

Green’s matrix [ and self energy matrix | comes out to be completely diagonal in the [¢00]
direction. The occurrence of such a structure of the cross section may also be due to the
calculation in the mixed mode frame work. One should notice from the Block recursion
technique described in section (Godin and Haydock 1988, Godin and Haydock 1992) of
chapter 2 that, unlike the ordinary recursion where one extracts results for specific modes,
the Block recursion requires a mixed mode starting state. For a real-space calculations
on a lattice with Z-nearest neighbours, we start the recursion with :

oY)y = UY 6,0+ UL 65201

&7
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while for a reciprocal space calculation we start with :

oY)y = U 65+ UL 659

« o

where 12 12
W _ Alm?) @  F(m™/?)

= e %es 5 Uas = oo
Y Ay S [AmY

The asymmetries can be described as a tendency of more scattering to occur near the

af

resonance frequencies. It is important to note that the coherent scattering cross sections
have a pronounced g-dependence in all the three symmetry directions. Because of the
short range properties, the self energy ( and [A(q)]™! ) depends only rather weakly on q
and does not show any strong structure as a function of the same. The same applies for
the effective scattering length W.¢;. Thus the only strong g-dependence in the coherent
cross section arises from the average Green’s matrix < G(q, w) > which is a long range

matrix due to it’s dependence on reducible diagrams.

In Fig. (5.12) we display the incoherent scattering cross sections | calculated from
Eqn.(5.18) ] along the highest symmetry directions. In a particular direction, the different
curves indicate the cross sections for various (-points starting from ¢ = 0 to ¢ = 1 (in
units of 27 /a). A look at fig. (5.12) immediately shows that the incoherent cross sections
are very weakly dependent on q. It is the "q®¢?” factor in Eqn. (5.18) which weights up
the cross sections as we go on increasing g-points. These results are in accordance with
the arguments of Nowak and Dederichs 1982 and Mookerjee and Yussouff 1986. They
have also mentioned in their paper that, the weak q-dependence of incoherent scattering
cross section arises because of it’s strong similarities with the self energy diagram which
is itself a short range matrix due to it’s dependence on irreducible diagrams and hence
vary rather weakly with q. Kamitakahara and Brockhouse also found a similar qualitative
features for the coherent and incoherent cross sections in their Inelastic neutron scattering

measurement.

5.5.2 Ni50Pt50 Alloy

This section will be devoted for the application of our formulation to NiPt alloys where

both kinds of disorders are predominant. For a list of general properties of face-centered
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Figure 5.12: The incoherent scattering cross sections in different directions for Niss Pdys
alloy with ®n;_pg = 0.7 ®n;_n; . In each of the different directions, the various curves
indicate the cross sections for various { values starting from the lowest value to the edge
of the Brillouin zone.

cubic Ni and Pt we refer the reader to the reference by Alam and Mookerjee 2004. Tsun-
oda et al 1979 investigated Ni;_, Pt, by inelastic neutron scattering and compare their
observations with the CPA. Here for illustrations, we have considered z=0.5 only because
that makes it a concentrated alloy and the failure of CPA is qualitatively more prominent

at this concentration.

In Fig. (5.13), we display the inelastic coherent scattering cross sections along the
highest symmetry direction. As before, In a particular direction the different curves
indicate the cross sections for various (-values. For the sake of simplicity, we have used
the same parametrization of masses and force constants as used in the previous chapter

(3). In NisoPtso alloy, the coherent scattering cross sections show few extra features.
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Figure 5.13: Same as Fig. (5.11) but for NisoPts alloy

Even in the [¢00] direction, the cross section becomes well separated double peaks along
with weakly defined peak in between in the region from ¢ = 0.68 to the zone boundary.
The occurrence of such a weakly defined peak is due to the inclusion of force constant
disorder explicitly in our formulation. It is also clear from Fig. (5.13) that there exists
no appreciable peak intensity below 3.7 THz for ¢ > 0.68 in all the three symmetry
directions. Tsunoda also found the same structure below 3.5 THz for ¢ > 0.7. However

CPA predicted the lower frequency peak to exist for all the (-values.

For smaller (-values, the lower frequency peaks are sharper than the high frequency
ones, but the intensity of former decreases significantly with increasing wave vector how-
ever the latter gets sharper, in all the three symmetry directions. The phonon peaks are
well defined for smaller (¢ < 0.38) and higher (-values, but no well defined peaks were

observed for intermediate values of (, presumably due to extreme line broadening. This
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Figure 5.14: Same as Fig. (5.13) but for NisoPt5, alloy.

kind of qualitative features has also been observed experimentally by Tsunoda et al 1979
for longitudinal branches. This feature is more transparent in the [(C0] direction | Fig.
(5.13)] where the low frequency peak gets broadened and becomes more asymmetric in
the region between ( = 0.4 to ( = 0.78.

The incoherent scattering cross sections [given by Eqn. (5.18)] for NisoPtsg alloy along
the highest symmetry directions are shown in Fig. (5.14). The weak g-dependence of the
cross section is obvious from the figure. The intensities for various q’s in a particular
direction have nearly an approximate ¢? dependence because of the factor '¢®¢”’ in Eqn.
(5.18).

In Fig.(5.15), we compare our results for the incoherent scattering cross section with
those of the CPA and the experiment by Tsunoda et al 1979. Here the left, middle and
right panel displays the augmented space block recursion (ASBR) result, experimental
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Figure 5.15: The incoherent scattering cross section for NisqPtso. The left panel, middle
panel and right panel display the block recursion result, experimental curve and the CPA
result respectively.

curve and the CPA result respectively. In the CPA result we can observe a dip at the
frequency corresponding to the phonon band gap observed in the dispersion curves. This
suggests a split band behaviour which clearly separates the Pt-contribution in the low
frequency region from the Ni-contribution in the high frequency region, because the low
frequency region is dominated by the Pt-atom (heavier atom) having much lower incoher-
ent scattering length than Ni [ the incoherent scattering length for Pt is 0.1 while that of
Ni is 4.5 ]. This kind of spurious gap however is not observed in the recursion result, be-
cause the CPA results are based on the mass fluctuations alone, ignoring the off-diagonal
and environmental disorder arising out of the dynamical matrix. On the other hand, by
incorporating the force constant disorder as is done in the block recursion, we get rid
of this spurious gap and obtain rather a good agreement with the experimental results.
The overall qualitative behaviour is similar. In addition the phonon band edges in the
recursion results are very close to the experimental ones. The recursion finds the right
band-edge at ~ 7.907T'H z, Tsunoda finds this band-edge experimentally at ~ 7.93T Hz
while the CPA gives a rather higher value of ~ 8.267 THz.
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5.6 Concluding Remarks

We have derived a theoretical formulation for the separation of total intensity of thermal
neutron scattering from disordered alloys into a coherent and an incoherent part. The
use of the augmented space to keep track of the configuration of the system has made the
formalism simple yet powerful. In essence, the splitting is identical to that introduced by
Nowak and Dederichs 1982 within a scattering diagrammatic technique except that it has
been done exactly without taking any recourse to mean-field like approximation. Unlike
the method proposed by Mookerjee and Yussouff 1986, where the diagram technique was
exceedingly difficult to generalize into even a small cluster CPA, the augmented space
block recursion proved to be simpler to apply the formalism on realistic random alloys.
We have applied the method to NiPd and NiPt alloys. In Nis5Pdys, we have demonstrated
that mass disorder plays the prominent role. In addition our coherent scattering cross
section enable us to understand the effect of small contribution of the off-diagonal elements
of Green matrix. The results on NisgPtsy alloy however demonstrate the prominence of
force constant disorder even in a case where the mass ratio is >~ 3. Our results agree well
both with the coherent and the incoherent scattering experiments, where as the CPA fails
both qualitatively and quantitatively. We propose the technique as a computationally fast

and efficient method for the study of inelastic neutron scattering in disordered systems.



Chapter 6

Thermal transport in disordered binary alloys

6.1 Introduction

Lattic thermal conductivity of substitutionally disordered alloys yields valuable informa-
tion about the interactions of thermal excitations with composition fluctuations on their
crystal lattice. In the past few decades, there has been considerable attention toward the
experimental studies [Farrell and Greig 1969, Garber et al 1963, Bauers et al 1991,
Srivastava et al 1970] of the thermal conductivity of disordered alloys. As far as the
theoretical understanding is concerned, it is not so extensive because the presence of dis-
order results in scattering that not only depends on the impurity concentration but also
crucially on both relative masses and size difference between the constituent atoms. For
large mass or size differences, the effect of disorder can be quite unusual. Because of this,
detailed comparison between theory and experiment on the basis of realistic model has
not been very extensive. Most of the theoretical calculations are mostly based on mass
disorder, whereas in phonon problems essential off-diagonal disorder in the force constants
can not be dealt with single site mean field approximations. Such disorder can not be

ignored in a realistic calculation.

9The contents of this chapter has been published in three papers :

1. Aftab Alam and A Mookerjee, Phys. Rev. B 72, 214207 (2005)
2. Aftab Alam and A Mookerjee, J. Phys.: Condens. Matter 18, 4589-4608 (2006)

3. Aftab Alam and A Mookerjee [Accepted for publication in Int. J. Mod. Phys. BJ, (cond-
mat,/0604373)
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Flicker and Leath 1973 first proposed the calculation of lattice thermal conductivity
within a single-site coherent potential approximation (CPA) using the appropriate Kubo
formula. The single-site CPA is a mean field approximation, capable of dealing with
mass disorder alone and is not adequate for treating intrinsic off-diagonal disorder arising
out of the force constants. This was evidenced in the inability of the single site CPA
to explain experimental life time data on NiPt [Tsunoda et al 1979]. Translationally
invariant, multiple site, multiple scattering theories based on the augmented space for-
malism [Mookerjee 1973] have recently been proposed by Ghosh et al 2002 as well as by
us [Alam and Mookerjee 2004] to describe phonons in a series of random alloy systems :
NiPt, NiPd and NiCr. These formalisms explicitly capture the effects of both the diagonal

and off-diagonal disorder.

When we come to comparison between theory and experiment, there is a different
kind of difficulty. In any experiment, the measured thermal conductivity x consists of
the sum of an electronic component k., and a lattice component k; and kK = kK, + Kp.
Assuming the thermal analogue of Matthiessen’s rule to be valid, the electronic thermal
resistivity W, = 1/k. is given by the sum of an ideal resistivity and an impurity or
residual term. It is often assumed that the ideal resistivity remains unaltered by alloying
and can be obtained from the measurements on pure metals. The residual resistivity W,
can be calculated with the help of Widemann-Franz law W, = po(T")/(LoT), where Ly is
the Lorenz number and po(T) is determined by measuring the electrical resistivity of the
alloy at several temperatures. The lattice component xj; can then be separated out from
the observed conductivity . Overall what we would like to convey from these details is
that a direct measurement of the lattice component of the thermal conductivity is not
feasible. There always exists certain assumptions behind the calculation of k. and hence
it is not possible always to obtain reliable estimates for this quantity which consequently

affects the separation of sy from the observed conductivity k.

In this chapter, we shall first introduce a Kubo-Greenwood type formula which relates
the thermal conductivity to the (heat) current-current correlation function. The ideas
used here are very similar to those proposed by Allen and Feldman 1993 except that
the present formulation is done keeping in mind the application to a substitutionally dis-

ordered crystal, rather than an amorphous system. For disordered alloys, configuration
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averaging over various random atomic arrangements have been carried out using the aug-
mented space formalism (ASF) introduced by the authors [Mookerjee 1973]. The ASF goes
beyond the usual mean-field approaches and takes into account configuration fluctuations
over a large local environment. We shall combine the augmented space representation for
phonons [Alam and Mookerjee 2004] with a scattering diagrammatic technique to get an
effective heat current. This effective current consists in addition to the averaged current
term, also the terms arising out of the disorder scattering corrections. We will show that
these disorder induced corrections to the averaged current terms are directly related ei-
ther to the disorder scattering induced self-energy matrix in the propagator or to vertex
corrections. As far as the vertex corrections are concerned, Leath 1970 had obtained these
corrections within the framework of CPA by using diagram summations. In this chapter
we shall derive the contribution of these corrections in a more generalized context with
the inclusion of diagonal as well as the intrinsic off-diagonal disorder arising out of the
dynamical matrix. Since in earlier chapters (1 and 5), we have already shown that the self
energy matrix and the Green matrix can be calculated for realistic binary alloys within an
augmented space block recursion (ASBR) technique, so the present formulation will form

the basis of a subsequent calculation of lattice thermal conductivity in realistic alloys.

6.2 Lattice Thermal Conductivity : A Kubo Greenwood formu-
lation

The Kubo formula which relates the optical conductivity to a current-current correlation
function is well established. The Hamiltonian contains a term Y, j; - A(r, t) which drives
the electrical current. For thermal conductivity we do not have a similar term in the
Hamiltonian which drives a heat current. The derivation of a Kubo formula in this
situation requires an additional statistical hypothesis [Allen and Feldman 1993], which
states that a system in steady state has a space dependent local temperature T'(r) =
[kpB(r)]~'. The expression for the heat current has been discussed in great detail by
Hardy 1963 and Allen and Feldman 1993. The readers are refereed to these papers for

the details of calculation. The matrix element of the heat current in the basis of the
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eigenfunctions of the Hamiltonian is given by :

h
S:W/(k) = 5 (wky—i—wky) V:ﬂ/,(k) (61)

where, the phonon group velocity v,./(k) is given by

o™ (Ry)) r
P ,u 1/, J 1:{Z ik-R;

N 2./_wk'yw_k’y ;ZGH ) VD™ (k) €, (k) (6.2)

here 7, 7" label the various modes of vibration, wy,,wi, are their frequencies, e (k), €7, (k)
are the polarization vectors and D" (k) is the Fourier transform of mass scaled dynamical
matrix. We shall consider the case where the temperature gradient is uniform within the
system. The Kubo formula then relates the linear heat current response to the tempera-

ture gradient field
-3 / dt' k" (t —t") VYT (t)
where
1 8
R(T) = O(r) 7 [ NS (=itA), 57(7)),
T Jo

©(7) is the Heaviside step function, and
S(—ih\) = M § e,

() on the right-hand side of the above equation denotes thermal averaging over states
in the absence of the temperature gradient. The above equation can be rewritten in the

form of a Kubo-Greenwood expression

(w0, T) = /firw( ) ’ﬁ(w T)

T (N ()
Y (w,T) = = E E #S“ (k)SY (k) §(wiy — Wiy — w)
! T Y oy Ay wk“f u)k“/’) ” AM ! !

e = H o 2t 81,00 [ (55t 81,0

kg T / dgk Ofrucy) S (k) S%(k)] 5(w) (6.4)

O(hwiey)
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where (ny,) = (e — 1)1 is the equilibrium Bose Einstein distribution function and

T is the absolute temperature.

The first expression is for inter-band transitions, while the second expression is for

intra-band transitions. For an isotropic response, we can rewrite the first expression as

K(w, = Z/ dw/ ZZS (k,T) S“ (k,T)5(w'—wky)5(w'+w—wkﬂ,)

where
St (k,T) = (i) = (o) | g (k)
Y\ MWy — wiey) |77
We may rewrite the above equation as
p 1
ki, T) = Z/d / Tr [§7(k, T) Sm{G(k,o')} §"(k, T) Sm{G(k,o' +w)}].

The operator G(w) is the phonon Green operator (Mw?*I—®)~!. The Trace is invariant
in different representations. For crystalline systems, usually the Bloch basis {|k,v)} is
used. For disordered systems, prior to configuration averaging, it is more convenient to
use the basis {|k,a)}, where k is the reciprocal vector and « represents the coordinate

axes directions. We can transform from the mode basis to the coordinate basis by using

a

%(k). For example

the transformation matrices Y., (k) = €
Stk T) = Y. (k) St (k,T) T, 5(k).

If we define ,
Bh - .
K21, 2) = /8— Tr[ 8 Gk 21) § Gk, 2)]. (6.5)

w3

then the above equation becomes,

ki(w, T) = /dw /-s”” Wt W)+ (O W W)

127TT
— KM (w +, W+ w) — k(W W+ w)} (6.6)

where

Ft) = lim (w4 i0), f(w7) = lim Flw—i0)
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We have used the Herglotz analytic property of the Green operator
G(w+1i0) = Re[G(w)] — isgn(d) Sm[G(w)].

For disordered materials, we shall be interested in obtaining the configuration averaged re-

sponse functions. This will require the configuration averaging of quantities like x(z1, 22).

6.3 Effects of disorder scattering correction : A scattering dia-
gram approach

Refer to the previous chapter (5), we had derived an expression for the configuration

averaged green matrix [Eqn. 5.5 as

~ \—1
<G(R R.«*) »>= ({0} @Rl (g -~ D) {0} ©R) (6.7)
where
g=(«M>w— <D>)! (6.8)
with
Yr = B(m)w?pl + F(m)w? T (6.9)
Wpp = Dy (Ph+ph) +Dik (TR + Th) + Dik bk P +
D& (ph Th + T} ph) + Dk Th TH (6.10)
where
DO — (y _ :E) CD(l)
D(2) = /2y (I)(l)
D = (y—x)® by
DY = 1y (y—2) D9
D(S) = 2y @(2).

Scattering diagrams are obtained by expanding the Eq. (6.7) as an infinite series and

the terms B, F and D to D® are represented as scattering vertices (see Fig. 6.1).
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Figure 6.1: The scattering vertices for the averaged Green function

It might be instructive to understand what these scattering vertices represent physically.
If we look at Eq. (6.7), we note that the term D; leads to the creation or annihilation
of configuration fluctuations over and above the virtual crystal description. The vertices
F shown in Fig. (6.1), create and annihilate a configuration fluctuation at a given site
because of mass disorder, while the vertex B counts the number of such fluctuations at
a given site. These are the only type of configuration fluctuations we can have if we had
single site mass disorder alone. The single-site mean-field approximations like the single-
site coherent potential approximation (1CPA) can ideally deal with situations where we

ignore the other vertices in Fig. (6.1).

The vertices D® also describe creation and annihilation of configuration fluctuations
at single sites. That is, fluctuations at any one end of the two-site dynamical matrix.
Similarly, the vertices D®) count the number of configuration fluctuations at any one of
the two ends of the dynamical matrix. These are also single-site configuration fluctuations
but arise due to fluctuations in the two-site dynamical matrix. These may also be treated

with some variant of the ICPA. For example, there are versions of the 1CPA which assume
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2D48 = D44 + DBB. With such an assumption only the single site configurations

fluctuation vertices are non-zero.

The vertices D® describe creation and annihilation of two configuration fluctuations,
one at either end of the two-site dynamical matrix. The vertex D® counts the number
of configuration fluctuations at either end of the dynamical matrix. The vertices D) are
mixed types which both create or annihilate a configuration fluctuation at one end of the
dynamical matrix and count the number of fluctuations at the other end. These last three
vertices describe configurations fluctuations which are essentially two-site and cannot be

properly described within a single-site mean-field approximation.

The end point of the formulation described in the previous chapter (5) was the deriva-

tion of a Dyson equation :
<KG>=g+g¥X<iG>.

For homogeneous disorder we have shown earlier that we have translational symmetry in
the full augmented space [Ghosh et al . 1999]. We can then take Fourier transform of the

above equation to get
< Gk, F)>=g(k,E)+gk,FE) Xk, EF) <Gk, E) >

The diagrams for the self-energy are skeleton diagrams® which have the structure as shown
in Fig. (5.7) of the previous chapter (5). Each of the 25 different diagram starts with any
one of F, D@ or DO and the central dark semicircle represents all possible arrangements

of scattering vertices to all orders.

6.3.1 Configuration averaging of lattice thermal conductivity

Let us now go back to Eqn. (6.5) and discuss the configuration averaging of the two-
particle green function of the kind k(z1, 22). The augmented space theorem immediately

implies that

< K(z1, 2) > = /— Tr{ ({0} |[ SG(k, 21) SG(k, )] \{@}}} (6.11)

LA skeleton diagram is a non-separable diagram all of whose propagators are fully disorder renormal-
ized propagators.
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The first thing to note about Equation. (6.11) is that the right hand side is an average
of the product of four random functions whose fluctuations are correlated. The average
of the product then involves the product of the averages and other contributions which

come from averages taken in pairs, triplets and all four random functions.

In real space the random expression S for a binary alloy can take the values §AA, S4B ,

SB4 or SBB with probabilities 22 , zy, yx and y? respectively. We may rewrite the current

SRa,R’ﬂ as
qQ QAA QAB QBA
SRa,R’ﬂ = SRaR’ﬁ nr nR'+SRa,R’ﬁ ng (1 _nR’)_}_SRa,R'ﬁ(l_nR) ng

SRa rp (L —=nr)(1—ng).

Following the same procedure as for the single particle Green functions we get

S =22 { <S> para 10 Trr + SE%%,R'O/ (Pﬁz + Pﬁzf) @ Tre
Ra R'o!

+ S(Rggz R o/ (T}{l + T%’) ® TRR/ + Sg; R« /pﬁ & p%@ &® TRR/
+ SRa Ro/ (pR ® T + Pp ® T”) ® Trr + SRa raTh © Th ® TRR’]

(6.12)
where
s — ( )S(l S(2):\/@§(1)’
S¥ = (y—=2)*S®, 8W = zy (y—=) S
s — xy S@
and
~1 . . .
ng()l,R/ﬁ = x(sgﬁ,R’ﬁ_SéfR’ﬂ)_ (ngR’ﬂ SRaR’ﬂ)
a2
SS%O)Z,R/ﬁ = SRaR’ﬁ+SRaR’ﬁ SRaR’ﬁ SRaR’ﬂ

We now start to set up the scattering diagrams for the thermal conductivity. A look at
Equation. (6.12) shows us that the first term is the averaged VCA current. This term is

absorbed in the unscattered part of the phonon green function and leads to the zero-th



Chapter 6. Thermal transport in disordered binary alloys 103

oA oA
<s> ")
g . g
4 , ’
] ] [ ] [ ]
Siz)
\\ /’ /’ N /’ ’/
‘m ‘m’

N N

N \

\ ’ \ 7
, \// \ N \
A\ Y N g . \
\ \ , \ N ’

N \/ \/

N /| /

g

A N 4

N P ’
’ N N ’
\ 4 \ ’ A ’ \ 4

5(5)

Figure 6.2: The scattering vertices associated with the random current terms

order approximation. Equation. (6.12) looks very similar to Equation. (6.10) from the
operator point of view. The only difference is that the former equation arises due to the
disorder in heat currents while the latter equation due to the disorder in the dynamical
matrix. Exactly as before we can associate scattering vertices with the terms in S. F ig.
(6.2) shows sixteen different scattering vertices arising out of the equation (6.12). Let us
now discuss how the scattering diagrams are set up and then examine them. The rule for
obtaining the diagrams for the correlation function < k(z1, z2) > is as follows : Take any
two current diagrams from Fig. (6.2) and two propagators and join them end to end. Now
join the configuration fluctuation lines (shown as dashed arrows) in all possible ways. The
zero-th order approximation for < k(z1, z2) > can be shown diagrammatically as in Fig.
(6.3). The most dominant contribution comes from this particular diagram. Here the
two current terms are the averaged current, and all configuration fluctuation decorations
renormalize only the two phonon propagators. The bold propagators in this diagram
are fully scattering renormalized propagators corresponding to the configuration averaged

green function. The contribution of this term to the correlation function < k(z1, z2) >
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is
d*k

s < S(k) >< G(k, z) >< S(k) >< G(k, z5) > . (6.13)

The rest of the terms in Equation. (6.12) give rise to scattering. We shall now focus on

KEY

D << S>>

—= <<G>>

Figure 6.3: The VCA or zero-th order approximation for < x(z1, z9) >.

@
S

Figure 6.4: Few examples of scattering diagrams where no disorder line joins the two
phonon propagators.

the main correction terms to the expression in Equation. (6.13). These are the correction
terms to the averaged current which, as we will show, are closely related to the self-
energies. The first type of scattering diagrams are those in which no disorder propagator
(shown as the dashed lines) joins either two phonon propagators or two of the current lines

directly. Fig. (6.4) shows few such scattering diagrams. These sets of diagrams may be
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Figure 6.5: Scattering diagrams contributing to effective heat current.

clubbed together and renormalized in a form which will consist of two fully renormalized
phonon propagators connected at the two ends by a new form of the renormalized current.

This new form of the renormalized current may be obtained in the following way.

Fig. (6.4) clearly shows that these types of diagrams are made out of a left renormalized
current diagram chosen out of any one of the diagrams from (a,b) in Fig. (6.5) and one
right renormalized current diagram from any one of the diagram (c,d) of Fig. (6.5)
connected by two renormalized propagators. Let us now obtain expressions for the renor-

malized currents. A careful look at the self-energy diagrams (See Fig. (5.7) of the previous
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chapter) shows that all self-energy diagrams have the structure
Sk, z)=Ak,z) Qk,z2) Ak, z) (6.14)
Where Q2(k, z) is the Fourier transform of
QRR/(Z) = Z GRRl(Z) PEI%Q(Z) GRQR/(Z) (615)
R1R>
and
Ak, z) =F 22 +2 A (k) + 2 AD (k).

In the above equation, the quantity ‘P’ stands for the central dark semicircle of Fig.
(5.7) of chapter(5) which represents all possible arrangements of scattering vertices to all

orders.

If we compare the diagrams of Fig. 6.5(a) with the diagrams for the self energy Fig.
(5.7), we note that the only difference between the two is that the left most scattering
vertex is replaced by a very similar current term. In the diagrams of Fig. 6.5(a), the
left most diagonal terms similar to the vertex F of Fig. (6.1) is off course missing. The

contribution of such diagrams may be written in a mathematical form as
(28@(k) +2 87 (k) Q(k,2) Ak, 2)
which may be expressed in terms of the self energy ‘¥’ by using Equation. (6.14) as
(252(k) + 250 (k) [Akkz)] " (k2.
The contribution of the diagrams in Fig. 6.5(b) is
(9 8®@ (5)
N(k, ) [A(k )] (28P (k) +280(k)).

Similarly the contribution of the diagrams in Fig. 6.5(c) and Fig. 6.5(d) are respectively
given by

S(k, 1) [Alk2)] (28P(K) +280(k)) & (28P(k) + 280 (k) [Alk,2)] B(k, )
The next most dominant disorder corrections come from a group of diagrams which de-
scribe joint fluctuation of one current and two propagators. A few such diagrams are
shown in Fig. (6.6).
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Figure 6.6: The scattering diagrams associated with joint fluctuations of one current term
and two propagators.

The contributions of these diagrams [Fig. 6.6(a,b)] can also be expressed in terms of
the self energy as,

1

() S(k,2z) [Alk )] SP) [Alk )] Sk z)

() Skoz) [Alkz)] SO [Akz)] S(k,z).

-1

If we now gather all the contributions from these diagrams | From Fig. 6.5(a,b,c,d) and

Fig. 6.6(a,b) |, we may define a renormalized current term as follows :

Serr (K, 21, 22) =< S(k) > +AS; (K, 21, 20) + ASy(k, 21, 25) (6.16)
where
ASi(k,z1,2) = 2 (SP(k)+8P(k))[A kzl} (k, z1) +
(K, 2) [ (k)] (S<2 +89(k))
1 —1
ASy(k,z1,2) = B(k,2) [A(k, )] SOK)[Ak, )] Bk 2).
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Figure 6.7: The scattering diagrams associated with joint fluctuations of two current
terms and one propagator.

The contribution of these disorder-renormalized currents and propagators to the correla-

tion function is

d3k
< Ii(l)(Zl, 22) >= / %Tl" [Seff(k, 21, ZQ) < G(k, Zl) > Slﬁ(k, 21, ZQ) < G(k, ZQ) >>:| .

(6.17)

We shall now discuss the disorder correction terms which involve joint fluctuations between
the two current terms and one propagator. Few such diagrams are shown in Fig. (6.7).
A close inspection of these diagrams shows that these are also related to the self energy
diagrams with vertices at both ends replaced by currents. The corrections due to these
terms can therefore be related to the self-energy as before. The contribution of these

diagrams to the correlation function is given by

d*k
L K21, ) >= 4/@%" [AS;(k, z1) < G(k, z5) > +ASy(k, 20) < G(k, z1) >].
(6.18)
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where

ASs(k, 1) = (P (k) + 5P (k) [Alk,20)] Bk, 20) [Alk, )] (SP (k) + 5 (k)

ASy(k, 2) = (S (k) + 57 (1)) [Alk,20)] Bk, 20) [Alk, )] (SP (k) + 57 (k))'.

In an earlier paper [Saha and Mookerjee 2004] on a similar problem, we have argued
that these are the dominant disorder corrections to the average current. Intuitively we
also expect the same to be true in the present case as well. It is important to note
that these corrections can be obtained from the self-energy and is therefore eminently
computationally feasible in the case of realistic alloys, once we have a feasible method for

obtaining the self-energy.

There are other scattering diagrams which are not related to the self-energy but rather
to the vertex corrections. In these diagrams, a disorder line connects both the phonon
propagators directly. We expect the corrections from these types of diagrams to be less
dominant. For the sake of completeness, we shall indicate in detail how to obtain them

within a ladder diagram approximation in the next section.

6.3.2 The vertex correction

The vertex corrections are basically those scattering diagrams in which disorder lines con-
nect both the propagators directly. We have not yet incorporated these kinds of diagrams
in the disorder renormalization. These types of diagrams arise due to the correlated prop-
agation. The diagrams leading to the vertex corrections may be of different kinds e.g.
ladder diagrams, maximally crossed diagrams etc. The ladder diagrams are those dia-
grams which are built out of repeated vertices shown on the first line of Fig. (6.8). These
kinds of diagrams can be summed up to all orders. This is the disorder scattering version
of the random-phase approzimation (RPA) for the phonon-phonon scattering. The maxi-
mally crossed diagrams are those diagrams in which the ladder inserts between the crossed
vertices. These types of diagrams are shown in the second line of Fig. (6.8). In general
we obtain a Bethe-Salpeter equation for the averaged two particle propagator. This is
diagrammatically shown in Fig. (6.9). Here we shall consider the ladder diagrams in de-

tail and show how to obtain the contribution of these diagrams in terms of mathematical
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Figure 6.8: The scattering diagrams leading to vertex correction.

expression. We then sum these ladder diagrams to all orders. The possible scattering
diagrams for the ladder kind of vertex correction involving the vertices B, F,D® to D®)
are as shown in Fig. (6.10). The contribution of seven categories ( A-G ) of the ladder

scattering diagrams in terms of mathematical expression are as given below.

Category A

(W25) , = (:122)? FuF) dasbs +2 25 DY F 55

e

Figure 6.9: The Bethe-Salpeter equation for the thermal conductivity



Chapter 6.

Thermal transport in disordered binary alloys

Gde S o0l é—-em

« e
e &
/'O‘\ ,Q ,Q //O‘\ /,O\\ /,O\\ Q
B Hn \ Elj ; H‘; é - s i 2 \ hl
e T N
Cly B—8 0 é—‘% .—4@ %_,‘ -
B B
Plé &
o b S B e S S L L
e B R & B
R

B N« N
Fgn b wow dai
N N T
R R R
- E m = = =&
Uy w e b e ds
P S ® 5 B % Lo Do

Figure 6.10: The ladder scattering diagrams for the vertex correction.

Category B
Z (FOH//(SOH//) GRV’,RV” (FV//,@(SV//,@)] (BV(S(SV(S)

S D2, G Dge)ﬂ]

VIV”

(ng)B = (21°z2) l

+(212Ba5(5a5)(22231,56y5) -+ 2 [Dsﬁ) (22231,5(51,5)} + 4 [

> (zl2Fa,,/(5m,/)GRI,/,RV,,DI(,%)Q] (25 Bs50,5)

V/V”

X (2’2231,5(5,,5) + 2 [

5 [z DE), G

VIV//

(leFl/”ﬁ(Sl/”ﬁ)‘| (22231,561,5) + Dgf[; (222B1j55y5).
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Category C
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Therefore, the sum of all possible scattering diagrams contributing to the four legged

vertex ( shown in the extreme right column of Fig. (6.10) ) will be given by
5 5
Was = ;4 (W;/'B)z

Here we shall sum the ladder diagrams to all orders. The contribution of a single

ladder diagram to the correlation function as shown in the top line of Fig. (6.11) is

(a single ladder diagram)

[

(a series of ladder diagrams)

l
l

A A A A TAA A
VA A WA A A A
I I A A InA InA
InA A InA InAl InA InA
— A + I A InA [N A
A A A WA A AT SN
A IAA A InA InA A
A I A A A A
" e NS AMSS AN

Effective Vertex

Current

RETTTLLLE

Figure 6.11: The structure of infinite series of ladder diagrams contributing to the corre-
lation function < k(z1, 22) >.

Z Z Z Z Z Z Sle%fgae,le GRloll,Rzm (Zl) W(s;s(s;s GRzaz,R3a3(Zl)

R1R2 R3R4 Ry 102 ai30ig 506

e i
(Sngag,RmJ GR40447R20£5 (z2> GR205,RsaG (z2> (619>

If we apply the homogeneity in full augmented space, it will imply that the above

expression is independent of ‘R’ which allows us to take the Fourier transform leading to

3
l/ d_l?{) G(k, 2)SM(k, 21, 2,) G (k, Zl)‘| \%Y%
BIZ 8T
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d3k/ / / T / T
[/ 5 G(K', 21) (Seﬁ(k : zl,zz)) G(k,zz)] = I'(21,22) W I'(2, 29)
BIZ 8T

where we have defined

d*k
T(2,2) = /m% G (K, 2)ST (K, 21, )G (K, 21),

T d3k, / / T /
D(z1, ) = /B G(K,2) (ST(K, 21, 22)) G(K, ).

17 8m3

Let us now look at the contribution of the infinite series of ladder diagrams ( shown in
the third column of Fig. (6.11) ) to the correlation function. Each one of them has the

same structure as Equation. (6.19), We may then sum up the series as follows :

Let us define

4k
o
O (1.22) = [ 255 Gasll, ) Gralk, 2)
Then
-1
A(z1,2) = W+ WOW + WOWOW + ... = W(z1,2) (T-0(21,2)W(z1,2)) .

Thus the contribution of the infinite series of ladder diagram vertex corrections to the

correlation function may be expressed as

< A/@(zl,zg)l“dd" > = ZZFg(zl,ZQ) AGS (21, 22) f‘g(zl, 29)
af ~é
= Tr [I‘(zl, %) @ T(21, 2) © Az, 22)} . (6.20)

Including all kinds of disorder corrections, the configuration average of the two-particle

Green function ( or the correlation function ) now has the form,

< K(21,22) >=< K1) (21, 22) > + < Kg)(21, 22) > + < Ar(z1, 20) 4 > . (6.21)

6.4 Configuration averaged thermal diffusivity

The thermal diffusivity D, for a harmonic solid is defined as

DMV =T Z _SM V/ﬂ/(k) (S(Wk,y — u}k,y/).

v #Y k‘Y
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This is an intrinsic property of the 7-th normal mode and provides an unambiguous

criterion for localization.

The averaged thermal diffusivity (averaged over modes) is then given by

d*k i
3 ; D2 (k)6 (w — wiy)
DMV(W) = d3
871'3 26 w = wk“{)
_ o Dtot( ) ) (622)

d’k
% ;(5(&) — Wk,\/)

Assuming isotropy of the response, we can rewrite the numerator of above equation as
p dgk / /
Difiw) =  [du I ()8( — wie ) (e, — )5 — wiey)

where

N 1
S,l;,y/ (k) - —Sf:,y/ (k) .

wkw

We may again rewrite the above equation for D, as
DI (w / dw / —Tr [Sm{G(k,o)}8"(k)Sm{G(k,o")}8" (k) Sm{G(k,w)}]
The averaged thermal diffusivity can then be expressed as ( for an isotropic response )

D(w) — %Z D)

m >, Digt(w)
- == . (6.23)
8—Tr [Sm{G(k,w)}]

For disordered material, we shall be interested as before in obtaining the configuration
averaged thermal diffusivity. We have already discussed the configuration averaging of
the two particle Green function using scattering diagram technique in subsection (6.3.1).
It has been found that the net effect is to replace the current terms by an effective heat
current S.rr(k, 21, 22). The effective current is a sum of average current and the terms

arising out of the disorder correction. As in the case of optical conductivity calculation
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[Saha and Mookerjee 2004], it will be shown that the overall contribution of disorder
correction terms to the thermal conductivity is small as compared to the average current <
g(k) >. Keeping in mind this effect of disorder correction terms to the heat current, the

configuration averaged thermal diffusivity can be expressed (to a 1st order approximation)

in the form
< D) >>:g dgkz < Digy(w) > (6.24)
/%Tr QSm <« G(k,w) >|
where
< Didi(w) /d /—Tr Im < G(k,w') >
< 8%(k) Sm {G(k, o)} §"(k) Sm{G(k,w)} >].
(6.25)

6.5 Details of Numerical Implementation

Although we have used the scattering diagrammatic technique to analyze the effects of
disorder scattering on the thermal conductivity and obtain relation between the effective
current and self-energy, we shall not use this approach to actually numerically obtain the
thermal conductivity for a real alloy system. If we look at the earlier sections we note
that what we need to obtain are essentially the configuration averaged Green matrices
and the self energy matrices. For this we shall use the augmented space block-recursion
[Alam and Mookerjee! 2005] and also the Brillouin zone integration scheme developed by
us earlier [Saha et al 2005] for disordered alloys. In subsection (Godin and Haydock 1988,
Godin and Haydock 1992) of chapter (1), we have already described the block recursion

technique, which calculates the entire green matrix and the self energy matrix.

The need of efficient techniques for Brillouin zone (BZ) integration in solid state physics
has been widely appreciated in recent years. Such techniques are of great importance
in the numerical calculation of density of state, conductivity, susceptibility, dielectric
function etc. The tetrahedron method allows us a very accurate k-space integration for
both the spectral functions and conductivities for ordered systems. Recently our group has

developed a generalization of this technique for disordered alloys. The spectral functions
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are now no longer delta functions, but Lorenzians with a disorder induced non-zero half-
widths [Saha et al 2005]. We will use the efficient codes developed by our group to carry
out the integrations over the Brillouin zone. We refer the reader to the above referenced

paper for details of the calculation.

6.6 Results and Discussion

The details of numerical calculation for the two alloys of our interest in the present work

are as follows :
e We have carried out calculations on 501 v-points.

e A small imaginary part of the frequency ¢ =0.001 has been used for evaluating the
Green matrix and Self-energy matrix in the augmented space block recursion Alam
and Mookerjee! 2005.

e The calculation of lattice conductivity has been done at 40 temperatures.

e For the Brillouin zone integration, 145 k-points in the irreducible 1/48-th of the

zone produced well converged results.

6.6.1 NiPd alloy : Strong mass and weak force constant disorder.

This particular alloy has already been studied experimentally by Farrell and Greig 1969
using conventional potentiometric techniques. But unfortunately their investigation was

limited only to very dilute alloys in the temperature range 2-100 K.
Figure (6.12) shows the results for disordered NisoPds alloy. The black curve rep-

resents the lattice conductivity including all kinds of disorder induced corrections : e.g.
corrections to the heat current and the vertex corrections, while the red curve stands for
the same quantity but using averaged heat currents and without vertex corrections. The
green curve in this figure shows the scaled joint density of states. From the figure it is
clear that the transition rate ‘7’ is strongly dependent both on the initial and the final

energies throughout the phonon frequency (v). That is

kv, T) # |t(v,T)|J(v), (6.26)
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Figure 6.12: Configuration averaged lattice thermal conductivity vs phonon frequency v
(THz) for NisoPdso disordered alloy. The red line and black line shows the conductivity
using the average VCA current and effective current (consisting of average VCA current
+ disorder corrections + vertex correction) respectively. The green line in indicates the
configuration averaged joint density of states.

where J(v) is the joint density of states given by

Pk
J(v) = / dv [ <= T [Sm < Gl ) > Sm < Gk, v/ +v) >] (6.27)
T

Figure (6.12) shows that the effect of disorder corrections to the current terms on the
overall shape of lattice conductivity is rather small. We should note that the effect of
disorder corrections to current and the vertex corrections in these alloys become negligible
beyond phonon frequencies ~ 2.5 THz. For the higher frequency modes the effect of
scattering phenomenon is well described by the mean filed approximation. It is in the
low frequency region that configuration fluctuation effects beyond the mean-field becomes
significant.

There is a very important feature in Fig. (6.12) that still needs discussion : which
is how to explain the origin of a dip in k() at the lowest energy v = 0 7 A similar

kind of dip has also been reported by Feldman et al 1993 while studying amorphous
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Si and Si;_,Ge, alloys. Their x(v) have a small Lorenzian shaped dip centered at v=0.
This reflects the missing intra-band conductivity x’. This dip in x(v) stands at a small
but finite value (v ~0). The finiteness of the dip in x(v) is because of the fact that their
calculation was based on a Kubo-Greenwood expression for the thermal conductivity with
the delta functions in the expression broadened into a Lorenzian of small (but finite) width
n. However in our case it is evident from the Fig. (6.12) that this dip in x(v) stands at
k(v) — 0 at v = 0. This is due to the simple reason that in our calculation the Lorenzian
broadening has not been put in by hand, but it arises automatically from the disorder
effect on the crystalline spectral function Im|[G(k, v)] . Another reason for this difference
in the position of dip in x(v) may be due to the fact that Feldman et.al. carried out their

calculation at a fixed wave-vector k, while we have summed over the entire Brillouin zone.

The origin of this dip can also be explained by looking at the joint density of states
(JDOS) represented by green line in Fig. (6.12). This quantity has a dip near v = 0
reminiscent of the dip in the x(v) curves. This indicates that a smooth convolution of
two Green matrices G(k, ') and G(k, v’ +v) (or two smooth densities of states obtained
after summing k over the Brillouin zone), as appeared in the expression (6.5) is mainly
responsible for such a sharp dip in the lattice conductivity at v = 0. As discussed by
Feldman et.al, this dip at v = 0 disappears as the system size N — oo. They have
also suggested an appropriate method to eliminate this dip in a sensible manner, which
allows us to extrapolate the x(v) curve from a value at v > 0 (v ~0) to a value at v=0.
This extrapolated value of k(r) at v = 0 is nothing but the d.c. value of the lattice
thermal conductivity ko. In an attempt to calculate (kg), we have obtained a value of
15.25 W/m/K for NisoPdsg alloy at T=110 K.

Direct comparison with the experimental data on these systems is difficult, because the
experimental thermal conductivity also has a component arising out of the contribution
from electrons. Figure. (6.13) shows the temperature dependence of lattice conductiv-
ity. The top panel shows our theoretical result for the NiggPdy; alloy at three different
frequencies. The bottom panel shows the experimental data Farrell and Greig 1969 on
the total ( electronic and lattice ) thermal conductivity of the same 99-01 NiPd alloy.
Since the frequency is not mentioned in the experimental data, we assume that it must

be for low frequencies. The best comparison then will be between the middle (black)
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Figure 6.13: Thermal conductivity vs temperature T(K) for NiPd alloys and Amorphous
Si. The top panel shows our results on the lattice conductivity for NiggPdy; alloy at
three different frequency cut-off . The middle panel shows the lattice conductivity for
amorphous Si [Feldman et al 1993] at three different cut-off frequency, while the panel
at the bottom shows the experimental data [Farrell and Greig 1969] for the total thermal
conductivity (= lattice + electronic contribution) of the same NiggPdg; alloy.

curve on the top panel and that in the bottom one. The two agree qualitatively, except
at low temperatures where we expect the electronic contribution to dominate. In order
to understand whether the deviation does arise from the electronic contribution, we have
compared the top panel with the thermal conductivity of amorphous-Si [Feldman et al
1993], shown in the middle panel. In a-Si the electrons near the Fermi level are localized
and hence cannot carry any current. The contribution to thermal conductivity arises from
scattering due to configuration fluctuations in the amorphous material. Qualitatively we
expect the results to be similar to configuration fluctuation scattering in random alloys.
Almost the entire contribution should come from the phonons. The behaviour of the two

panels are quite similar. The origin of the hump in the experimental lattice conductivity
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Figure 6.14: Residual or impurity contribution of the electronic part of the thermal con-
ductivity

can also be understood if we assume Widemann-Franz law and write the residual part of
the electronic contribution of the thermal resistivity as k, = LoT/po(T'). Here Ly is the
Lorenz number and po(T") is the electrical resistivity. Assuming that the electrical resis-
tivity behaves as po(T) = A+ BT + CT? at low temperatures and with a suitable choice
of the parameters, this contribution does show a hump followed by a decreasing behaviour
flattening out at larger temperatures (see Fig 6.14). The sum of the contribution shown
in the top panel of Fig. (6.13) and that in Fig. (6.14) would lead to the experimental
behaviour shown in the bottom panel of Fig. (6.13). This is a plausibility argument
and needs to be confirmed by a detailed calculation of the electronic contribution to the
thermal conductivity. A careful inspection of our results (top panel of Fig. (6.13) in-
dicates that at low temperatures where only low-energy vibrations are excited, k(T is
approximately a quadratic function of T'. Figure. (6.15) shows a plot of x vs T in the low
temperature regime. The calculated curve fits reasonably well with a straight line. This
has been seen in experimental observations [Farrell and Greig 1969]. Additional scattering
processes leading to a different temperature dependence of lattice conductivity become
apparent at higher temperatures. At T' >25 K, k(T rises smoothly to a T-independent
saturated value. The dominant mechanism in this regime is the intrinsic harmonic diffu-
sion of higher energy delocalized vibrations. These modes have not been well described

by most previous theories. In Fig. (6.16), we display the frequency dependence of lattice
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Figure 6.15: x vs T? for low temperatures for 50-50 NiPd alloy

conductivity for NisgPdsq alloy at various temperatures. The figure clearly shows the
saturation of lattice conductivity as we proceed toward the higher temperatures. The
d.c. value of the conductivity (kg), which is just extrapolation of x(v) curve from a value
at v > 0 to a value at v = 0, increases as we increase the temperature. Figure (6.17)
shows the lattice conductivity as a function of frequency at T=100 K for various alloy
compositions. From the figure, it is clear at a glance that the overall shape of frequency
dependence of k for various alloys of Ni;_,Pd, looks similar except for x=0.8 and z=0.9,
where extra structure appears in the frequency dependence. Similar behaviour has also
been observed for z=0.9 in Ni;_,Pt, alloy. We believe that this behaviour for Ni;_,Pd,
alloy at x=0.8 and 0.9 may be due to the strong disorder in masses, the effect of which

becomes important in the two dilute limit alloys.

The thermal diffusivities D(v) are important because the effect of disorder is often
manifested in them more directly than in the conductivities. Not only that, thermal
diffusivity also gives an approximate idea about the location of mobility edge as well as
the fraction of delocalized states. In Fig. (6.18) we display the thermal diffusivity D(v)

vs frequency for various compositions. The extent of the phonon frequency spectrum is
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Figure 6.16: The configuration averaged lattice thermal conductivity vs phonon frequency
v (THz) at different temperatures T for NisoPds alloy.

shown by the broad lines. These have been obtained from the phonon density of states
calculations. The density of states is non-zero across this spectrum range. The first
thing to note is that, the region of large diffusivity in the five sets of alloys at the higher
frequency side is not the same. In other words the weakly defined hump in the lower as
well as higher frequency side are located at different positions for different alloys. The low
frequency maximum in diffusivity is a minimum around the 50-50 composition where the
disorder scattering is the maximum. Above 3 THz, there is a smooth decrease of diffusivity
approximately linear in frequency D(v) o« (v, — v)® , with the critical exponent a ~ 1
and a critical frequency v. where D(v) vanishes to within a very small level of noise.
Figure (6.19) shows a plot of D(v) vs (v, — v)® for NisoPds. The allowed phonon states
beyond this frequency must be due to localized phonon modes. The critical exponent
a ~ 1 in our case agrees with scaling and other theories of Andersen localization [Lee
and Ramakrishnan 1958]. The critical frequency v, locates the mobility edge above which
the diffusivity is strictly zero in the infinite size limit. Once the mobility edge is located,

the fraction of de-localized states may be obtained by evaluating the area under the D(v)
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Figure 6.17: Frequency dependence of lattice thermal conductivity for various alloys
Ni,_,Pd, at T=100 K.

vs v curve from v = 0 to v = v,. It is clear from Fig. (6.18) that location of mobility
edge varies with composition. Consequently the percentage of de-localized states available
for thermal conduction in the system also varies with composition. An inspection of Fig.
(6.18) determines the location of the mobility edges (v.) for the five different compositions.
Figure (6.20) which shows the position of the mobility edge and the percentage of mobile
phonon states in the spectrum as a function of the composition is quite illustrative. The
maximum percentage of localized states occur at 50-50 composition where we expect
disorder scattering to be a maximum. The mobility edge moves to higher frequencies as
the concentration of Ni increases, but so does the band width of the phonon spectrum. The
minimum percentage of mobile phonon states available for thermal conduction occurs, as
expected, at around the 50-50 composition. A similar behaviour has also been discussed
by Feldman et al 1993 while studying the effects of mass disorder on various Si;_,Ge,

alloys.
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Figure 6.18: The configuration averaged thermal diffusivities D(v) for Ni;_,Pd, alloys.
(a) x=0.1; (b) x=0.3; (¢) x=0.5; (d) x=0.7; (e) x=0.9.The broad line on the frequency
axis shows the extent of the vibrational spectrum.

6.6.2 NiPt alloy : Strong mass and force constant disorder.

It has been our experience [Alam and Mookerjee 2004, Alam and Mookerjee! 2005]
that the effect of disorder in NiPt alloy is more dramatic than NiPd. For instance the
appearance of sharp discontinuities observed in the dispersion where we have resonance

states and consequent increase in the line-width [Alam and Mookerjee 2004].

Figure (6.21) shows the results for disordered Nisq Pt5g alloy. As before, the black curve
represents the lattice conductivity including all kinds of disorder induced corrections while
the red curve stands for the same quantity but using averaged heat currents and without

vertex corrections. The green curve shows the scaled joint density of states. From the
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figure it is clear that as in the case of NiPd, the transition rate ‘7’ is strongly dependent
both on the initial and the final energies throughout the phonon frequency (v). Figure
(6.21) also clarifies that although the effect of disorder corrections to the current terms
is small, but this effect is comparatively more pronounced in NisqPtsy than in NisqPdsg.
The effect of disorder corrections to current and the vertex corrections in the present case
become negligible beyond phonon frequencies ~ 2.4 THz. In the low frequency region,
configuration fluctuation effects beyond the mean-field is more pronounced in NiPt than
in NiPd. This may be because of the two simple physical reasons : First, the NiPt is
an alloy where both mass (mp;/ my; ~ 3) as well as force constant (Pt-force constants
are on an average b5% larger than those of Ni) disorder dominates, while in NiPd alloy
the mass disorder (mpg/ my; ~ 1.812) is weaker than NiPt and the force constants are
almost the same for the two constituents. Second, from a purely phenomenological point
of view, there is a larger size mismatch between Ni and Pt in NiPt alloy as compared to
Ni and Pd in NiPd alloy.

The temperature dependence of lattice conductivity for NisqPts5o alloy at various cut-

off frequencies are shown in Fig. (6.22). The conductivity increases initially ( in the low
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Figure 6.20: The position of the mobility edge (bottom) and the percentage of mobile
phonon states (top) as a function of the alloy composition for NiPd alloy.

T-regime ) as an approximate quadratic function of temperature and ultimately increases
smoothly to a T-independent saturated value. As far as such dependence of x(T') in
the high temperature regime is concerned, the heat in this conduction channel is carried
by non-propagating modes which are strongly influenced by the disorder but mostly not
localized and therefore able to conduct by intrinsic harmonic diffusion. This is a smooth
dependence which closely resembles the specific heat and saturates like the specific heat at
high temperatures. Following Slack 1979 we could call this piece the “minimum thermal
conductivity”. A number of authors have discussed that low temperature dependence of
k(T') shows a mild plateau like region. In this regime the heat is mainly carried by the

propagating long wavelength acoustic modes. The complex inelastic scattering processes
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Figure 6.21: Same as Fig. (6.12) but for NisoPts5o disordered alloy.

then kill off the low frequency contribution at higher temperatures leaving a peak which
becomes the plateau. However there are situations, where the propagating modes become
reasonably well damped ( as in our calculation ) and are no longer able to carry much heat.
In such cases the contribution of delocalized and poorly conducting vibrations takes over,
giving a net result in good accord with the Kittel’s old idea. Under these circumstances
the plateau like region in the low temperature regime almost disappears. The damping of
propagating modes is also amplified as we make the alloy more and more concentrated.
This can easily be verified by looking at the results of Farrell and Greig 1969, which
shows that as we increase the concentration, the plateau like region goes down and gets

smoother.

The concentration dependence of lattice conductivity at a fixed phonon frequency
v = 1.05 THz are plotted in Fig. (6.23). The various curves in this figure stand for
various values of the temperature T starting from a lower value of 50 K to a higher
value of 230 K. It is clear from the figure that the concentration dependence is almost
symmetric about x=0.5. It has been discussed by Flicker and Leath 1973 within the
framework of coherent potential approximation that this asymmetry is a function of the

size of the sample chosen i.e. a large N leads to less asymmetry. They have verified this
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Figure 6.22: The averaged lattice thermal conductivity vs temperature T(K) at various
cut-off frequency veyiors for NisoPts alloy.

statement by performing two calculations one for N=100 and other for N=2000. The
concentration dependence in the later case is more symmetric as compared to the former
ones. In our case, the results shown in Fig. (6.23) are the optimal symmetric structure
for the concentration dependence of x. This is because our calculations are performed in

the reciprocal space representation which involves the entire lattice.

An interesting challenge remaining in this problem is to calculate the effect of adding
anharmonicity to the model. The reason why one should be interested in calculating the
anharmonicity effect is because in real systems at high temperature phonon-phonon Umk-
lapp scattering becomes the dominant scattering mechanism. This Umklapp scattering
actually arises due to the presence of anharmonic terms in the Hamiltonian. The effect

of this anharmonicity is to flatten the lattice conductivity vs concentration curve.

Fig. (6.24) shows the frequency dependence of diffusivity D(v) for various alloy compo-
sitions. The thick lines on the frequency axes shows the extent of the frequency spectrum.
It is clear from Fig. (6.24) that there are basically two regions of large thermal diffusivity
: one near the lower frequency region (~ 0.5 THz) and the other around a somewhat

higher frequency region (~ 1.25 THz). But as we go on increasing the Pt-concentration,
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Figure 6.23: Lattice thermal conductivity vs Pt-concentration for various temperature T
at phonon frequency v = 1.05 THz.

the former region of large diffusivity starts decreasing gradually and becomes almost flat
for the maximum Pt-concentration of 90%. The latter region of large diffusivity sits on
a portion of the frequency spectrum above the transverse acoustic vibrations. Here the
modes have large velocities and are probably very effective carriers of heat. The approx-
imate linear decrease in diffusivity starts at about 3 THz. But the location of mobility
edge in this case varies with composition in a slightly different way as compared to the
case of NiPd alloy. Fig. (6.25) (bottom) shows the position of the mobility edge v, as a
function of the alloy composition. As the concentration of heavy Pt increases, the band
width of the frequency spectrum (which is proportional to the square root of the mass)
shrinks and the position of the mobility edge within the band also shrinks. Fig. (6.25)
(top) shows the fraction of the frequency band which is extended. When the disorder is

the strongest, i.e. at 50-50 composition, this fraction is a minimum.

One thing is very clear from the above discussion that, in an alloy where mass disorder
dominates and the force constant disorder is weak ( as in the case of NiPd alloy ), the
complex disorder scattering processes try to localize more vibrational modes as compared

to those in an alloy where both mass as well as the force constant disorder dominates
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Figure 6.24: Same as Fig. (6.18) but for NisoPts, alloy.

( as in the case of NiPt alloy ). The result can be interpreted in a slightly different
way as : “the role of force constant disorder in binary alloys is to make the vibrational
eigenstates more delocalized ” | i.e. the more dominant the force constant disorder is, the

more delocalized the vibrational modes will be.

6.7 Conclusion

We have formulated a theory for the calculation of configuration averaged lattice thermal
conductivity and thermal diffusivity based on a realistic model. The augmented space
block recursion allows us to include, in the calculation of our averaged propagators, effects
of joint fluctuations at more than one site. The scattering diagram approach proves to

be useful in analyzing and calculating the disorder corrections to the averaged current.
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Figure 6.25: Same as Fig. (6.20) but for NisoPts alloy.

These are shown to be the dominant corrections and are related to the self energy. Next in
importance, we have studied the effect of vertex corrections arising out of the correlated
propagation. We have shown explicitly how to obtain these corrections within the ladder
diagram approximation. We have demonstrated through our numerical results that how
this multiple scattering based formalism captures the effect of off-diagonal and environ-
mental disorder present in the problem. A significant contribution of this particular work
beyond the earlier theoretical approaches is the inclusion of force constant fluctuations
properly in the theory. Our efficient Brillouin zone integration codes for disordered al-
loys makes the numerical calculation stable and accurate. We have already shown in the
previous chapter that the approximation involving termination of the matrix continued

fraction expansion of the green matrix retains the essential Herglotz analytic properties of
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the diagonal green function. We have applied the formalism to two realistic disordered al-
loys ; namely NiPd and NiPt. We have shown that the effect of disorder corrections to the
current and the vertex correction on the overall shape of lattice thermal conductivity for
both the alloys are very small. Comparatively the effect is found to be more pronounced
in NiPt alloy, which is due to the presence of strong disorder both in masses and force
constants in this alloy. The saturation of lattice conductivity at higher temperatures has
been shown for both the alloys. The numerical results on the harmonic diffusivity provide
an interesting idea about the localization and delocalization of the vibrational eigenstates.
It says that in disordered binary alloys “the more stronger the force constant disorder is,
the more delocalized the vibrational modes will be” . That is why NiPt alloy has larger

fraction of delocalized states as compared to that in NiPd alloy.



Chapter 7

An assessment of the work and future plans

7.1 Concluding Remarks

In this chapter, we shall assess our work: that is, specify our initial plan of work, assess

how much we have achieved and finally lay out our future plans.

Our aim was to systematically develop a theoretical scheme to study vibrational prop-
erties of disordered alloys based on a recursion method. This includes the phonon dis-
persion relation, disorder induced line widths, inelastic neutron scattering cross section,
lattice thermal conductivity and thermal diffusivity. The configuration averaging is done
using the augmented space method combined with a generalized scattering diagram tech-

nique. In the following, we shall briefly describe the steps we followed to reach our goal.

In chapter 1 we have presented an overview of the lattice dynamics calculation for a 3D
realistic system. We have then defined the basic quantities of interest like phonon density
of states, coherent structure factors, phonon line-widths, inelastic neutron scattering cross
sections and thermal conductivity. we have also given a brief description of the recursion
method as well as a generalized version of this, called Block Recursion Method, which

calculate the entire Green matrix and self-energy matrix.

In chapter 2, we have described the augmented space recursion method for configura-
tion averaging in disordered systems. Because of the presence of off-diagonal disorder in
the phonon problem, it becomes very difficult to include the effects of extended environ-
ment. We would like to mention that, the recursion calculations can be carried out much

faster and for many more recursive steps exactly, if it is performed on a subspace of the

135
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original augmented space reduced by using the symmetries of both the underlying lattice

and random configurations on the lattice.

In chapter 3, we have derived the augmented space recursion formulation for phonons
in disordered alloys in the reciprocal space representation. In this formulation the real
space part was taken into account exactly and there was no truncation of this in the
recursion. We have investigated the phonon dispersion, disorder induced line-widths etc.
in three different alloy systems, the choice of which is not arbitrary. The comparison of

our results with experiments and other recent theories comes out to be quite satisfactory.

For the entire numerical studies in the previous chapter, however, we had no prior
information about the species dependence of the force constants but rather choose a
set of force constants empirically. A better understanding of the role of disorder in the
vibrational properties of random alloys could be achieved with prior information about the
force constants, which could be obtained from more microscopic theories. In chapter 4 we
have rectified this and make use of a first principles calculation (i.e. the Density Functional
Perturbation Theory) for phonons to obtain the dynamical matrices themselves from this

calculation. Further calculations are performed using these first principles parameters.

Chapter 5 has been devoted for the study of inelastic neutron scattering in random
binary alloys. A multiple scattering diagram approach has been combined with augmented
space representation to separate the coherent and incoherent part of the total inelastic
scattering cross section. Since we require the off diagonal elements of the Green matrix
for the calculation of cross section, we have generalized the ordinary recursion to a block
recursion technique. The termination procedure used by us is rather brute force. In the
termination process we have repeatedly invert a 3x2 (3-modes) matrix for 10 times,
which may carry inaccuracies in the calculation. Using a better termination scheme will

improve the accuracy of the calculation. This we may think over in nearest future.

It has been known that the thermal conductivity expression based on traditional re-
ciprocal space, that is , based on Bloch’s theorem, is unsuitable for disordered systems as
they do not enjoy potential periodicity. So in chapter 6, we have obtained an alternate
expression where the quantum states are directly labeled by energy and frequency rather
than by modes and crystal momentum indeces. We have proposed a modified expression

for the lattice thermal conductivity as a convolution of a frequency-temperature depen-
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dent transition matrix and energy resolved JDOS. We have then presented a formulation
for the configuration averaged lattice thermal conductivity in random alloys. The disor-
der scattering renormalizes the averaged current to an effective current and the average
VCA to a configuration averaged propagator beyond the CPA approximation. We have
also calculated the configuration averaged thermal diffusivity within the harmonic ap-
proximation. Finally we have set up a computationally feasible program and applied it to
NiPd and NiPt alloys. We have reported a quadratic temperature dependence of thermal
conductivity in the low temperature regime which is similar to the findings of previous
theories and experiment. The frequency dependence of lattice thermal conductivity for
x>0.7, in both the alloys Ni;_,Pd, and Ni;_,Pt,, looks quite unusual, which is due to
the strong disorder in masses. The thermal diffusivity gives an idea about the location of
mobility edge as well as the fraction of localized and de-localized states. A comparative
study of two alloys (NiPd and NiPt) predicted a very important result that “ the role
of force constant disorder in binary alloys is to make the vibrational eigenstates more

delocalized ”

7.2 Future directions

As far as the thermal conductivity calculation is concerned, so far we have presented a
formulation which calculates only the lattice contribution to the thermal conductivity.
For comparison with experiment we have assumed the validity of thermal analogue of
Matthiessen’s rule, and calculate the electronic contribution to thermal conductivity using
the Wiedemann-Franz law. We have then summed up the two contributions to finally
compare our results with the experiment. This is however a plausibility argument and
need to be confirmed by a detailed calculation of the electronic contribution to the thermal
conductivity. We shall be taking this as one of our future project and derive a formulation
for the calculation of the electronic contribution to thermal conductivity for disordered

binary alloys.

Another future direction is to repeat the entire calculation of this thesis for systems
with more than one atom per unit cell. The basic idea is to look at the effects of optical

modes on the properties studied presently. The augmented space recursion is ideally
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suitable for such a study. The electronic problem in systems with more than one atom

per unit cell has already been developed by our group.

The investigation of the nature of electron-phonon interaction in disordered alloys is

another area of interest which can be thought of in future.

We also have a plan to study the behaviour of phonon excitations in random ternary

alloys.

A PhD. programme is always time bound and a person’s thirst for knowledge may not
find it’s fulfillment in this limited span of time. But this endeavor may be considered as
a training ground for research and it does elevate his thirst for more. I cannot assess how
much knowledge of disorder physics I have been able to pick up, but I sincerely believe
that this work with all its limitations will encourage me to go on working in this vastly

exciting area of materials studies.
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1. Operations in augmented reciprocal space

The main operations of the effective dynamical matrix on a general state |k® {C}) =
[[{C}) in the augmented reciprocal space are given below, where {C} = {R1, Rs, ..., R.}
indicates the cardinality sequence with | |) configuration at Ry, Rs, ..., R, sites. This is

required to implement the recursion procedure :

; = exp (2 NR
(Sohora) 1) = (3 phor) oS oot IR )
= [[{C}) 0(Ry € {C}) (Rp is any reference site)

<Z TE®PR> ) = 1{C+ Ro})

R

(ZZ I®TR7R+X> 1{ct) = (ZZ I®TR,R+X> \/_Z exp (k- R))|R', {C})

R X R X
= s(k) || {C—x}) (xis a lattice vector)

where, s(k) =, exp(—ik-x)

(S5 (hephe) @ Turn) 140 = 5091~ [5(Roc (€~ )
+6 (Ro+x € {C—x})]
(S5 (@ +Th) 0 Tunn ) LE) = 00 [1 e+
+ ([ {C = x} =+ (Ro + X))
(S5 (phphen) © Tune) 146 = st €= [8 (o€ € =)
5 (Ro+x€{C—x})]
)
)i

(SF (ThTH) @ Tann ) 146) = s09[14€—x} % o2 (Ra-+ 1)

(Z > (PrenTH +PrTH:) © Trrey | 1{C}) = s(k) [ | {€ — x} + Ro)
6 ((Ro+x) €{C—x})+
1 {C = x} £ (Ro +x))
5(Ry € {C—x})] (1)
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We note that all operations involve only manipulations of the configuration part of the
state [Biswas et al 1995] ( i.e. manipulations of the cardinality sequence only ). The
operation of the effective dynamical matrix thus entirely takes place in the configuration
space and the calculation does not involve the real space H at all. This is an enormous
simplification over the standard augmented space recursion described earlier Saha et al
1994, where the entire reduced real space part as well as the configuration part was
involved in the recursion process. Since one can efficiently store the configurations in bits
of words so now the calculation becomes much simpler. These operations finally involve

simple bit manipulation routines.

It is interesting to note that the second operation in the above list creates a new
configuration. In the next step of recursion the third operation translates the entire
operation by lattice translations {x}. The cluster of configurations thus ‘travel’” across

the lattice as recursion proceeds.
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