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Chapter 1

Introduction

Motto: The real voyage of discovery consists not in
seeking new landscapes, but in having new eyes.
(M. Proust)

The magnetic properties of condensed matter is a subject which has been studied for nearly
three thousand years. Lodestone, a natural ferric ferrite (Fe;O,) attracted the attention of
greek philosophers being mentioned by Thales who believed lodestone to possess a soul.
The chinese were the first to understand and exploit the directive properties of lodestone.
From about 100 AD there are references in chinese texts to a ‘south-pointer’, which was a
lodestone spoon mounted on a top of an earthplate, permitting the rotation upon its bowl in
response to magnetic torque. The result of the study on the lodestone’s properties was one of
the first technological product: the navigational magnetic compass. Although the compass
was certainly used in West Europe by the twelfth century (references to it are dated 1175)
only in the 16" century came the first prove that the earth itself is a magnet. William Gilbert
(1544-1603), physicist at the Queen’s Elisabeth court, wrote 'De magnete” giving the first ra-
tional explanation to the mysterious ability of the compass needle to point north-south. This
work opened the serial of scientific description of magnetic properties of the matter.

The progress in the following centuries has been more rapid and two major achievements
have emerged which connect magnetism with other physical phenomena. Firstly, in 1820
Hans Christian Oersted showed that a magnetic needle rotates if it is placed near an elec-
tric circuit, demonstrating the inextricably link between magnetism and electricity. Later
Michael Faraday [21, 22] demonstrated the link between light and magnetism, the magneto-
optic Faraday effect which bears his name. These capital discoveries were unified in four
equations, the laws of Ampere, Faraday, Biot-Savart and Laplace by Maxwell. These four
equations epitomize the electromagnetic revolution. Richard Feymann claimed that ten
thousand years from now, there can be little doubt that the most significant event of the 19" century
will be judged as Maxwell’s discovery of the laws of electrodynamics’.

With Maxwell’s equations the classical electromagnetism was complete, but ferromagnetism
remained a mystery. It was in 1907 when Peter Weiss produced a theory of ferromagnetism

13



14 CHAPTER 1. INTRODUCTION

based on the assumption that the interaction between magnetic molecules can be described
by an internal ‘'molecular field’. Combining the molecular field with the theory by Langevin
of paramagnetic solids gave a description of the phase transition at the Curie temperature
where a ferromagnet losses its magnetisation and becomes paramagnetic.

The existence of this ‘molecular field” produced a strong conflict between classical theory
of magnetism and experiment, the solution being given by quantum mechanics. Bohr pos-
tulated that the angular momentum of electrons is quantized and the orbital magnetic mo-
ments are associated with the orbiting electron currents. In 1922 a famous experiment by
Stern and Gerlach proved beyond all doubts that the magnetic moments have a quantized
character. Compton suggested in 1921 that the electron possessed also a magnetic moment
associated with an intrinsic spin angular momentum and this was discovered by Goudsmit
and Uhlenbeck in 1925. In 1928 Dirac [23, 24] explained the existence of spins by writ-
ing down a relativistically invariant extension of Schrédinger’s equation where the electron
spin came naturally out of the calculation. The Weiss field was shown by Dirac and Heisen-
berg to arise from the Pauli principle that no two electrons could occupy the same state.
We mentioned here just few moments in the history of the magnetism. However it is the
magnetism in condensed matter systems, including ferromagnets, spin glasses and low-
dimensional systems, which is still of great interest today. Macroscopic systems exhibit mag-
netic properties which are fundamental different from those of atoms and molecules, despite
the fact that they are composed of the same basic constituents. This arises because mag-
netism is a collective phenomenon, involving the mutual cooperation of enormous number
of particles, and in this sense similar to the superconductivity and superfluidity.

The technological drive to find new materials for use in permanent magnets, sensors or in
recording applications runs in parallel with the effort to explain theoretically the existent
properties of materials. All new achievements need a strong theoretical support and ac-
cordingly the KKR band structure method in its relativistic version is a valuable tool in the
ground state properties of the condensed matter.

The scope of the present thesis is to give an insight into different aspects of magnetism:
Compton magnetic scattering and positron annihilation in the metallic systems and the mag-
netic properties in Cr-chalcogenide systems, for which a theoretical description is presented.

1.1 Compton effect

The Compton effect was discovered at the beginning of the 20th century, when it was ob-
served that the scattering process affects to some extent the energy spectrum of the radiation.
This revelation arise from experiments with scattered -rays, which indicates not only that
the secondary radiation beam was softer than the primary beam, but also that the softening
depends on the scattering angle.

A few years later, Arthur Compton carried out a famous set of measurements with X-rays
(Compton 1923 [25, 26]). Using a recently developed wavelength analyser, he determined
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for the first time numerically the softening of the scattered radiation. The scattering of the
light on a metallic target was described as an interaction between the photons and indi-
vidual electrons which behave as free particles. In classical physics, electromagnetic waves
posses no momentum. To assign a momentum to an electromagnetic wave was a revolution-
ary idea at that time and so, Compton scattering emerged as one of the direct manifestations
of the quantum nature of light.

Soon later it was realized that the Compton scattered line is broaden. Jauncey (1925) [27]
was the first who linked the motion of the target electrons to a Doppler broadening of the
Compton scattered beam. Unfortunately he choose to base his calculations on the Bohr-
Sommerfeld orbital model and, not surprisingly, his predicted lineshapes were unrealistic.
Du Mond(1929) [28, 29] had more success when he used the novel Fermi-Dirac distribu-
tion function to predict the lineshape; indeed, his result on beryllium possibly represent the
earliest direct evidence for the validity of Fermi-Dirac as opposed to Maxwell-Bolzmann
statistics for the electron gas.

Nowadays, most of physicists connect the Compton effect with the early vindication of
quantum ideas whereas many would associate it with the high-energy physics, but only
very few of them would link the phenomenon to studies on the electron momentum density
distributions.

Despite this situation, the Compton scattering is still a subject of interest for the solid state
physicists, Compton-scattering studies providing access to the electron momentum distri-
bution of the target (Cooper 1985 [30], Schiilke 1991 [31]). A part of the present work is
an attempt to make the connection between electron momentum density and experimental
accessible Compton profiles more transparent.

1.2 Positron annihilation

Positrons entering a solid annihilate mainly by emitting two 7 rays in nearly opposite di-
rections. The 2D-ACAR (two-dimensional angular correlation of the annihilation radia-
tion) measurements consist in detecting simultaneously the direction of the two ~ photons.
The 2D-ACAR spectrum is proportional to the two-dimensional projection of the electron-
positron momentum density n, (7). Thus a 2D-ACAR measurement contains information
on the electron and the positron wave functions, and on the positron-electron and electron-
electron correlations. Also, the positron annihilation is a successful method for Fermi sur-
face measurement in metallic systems.

1.3 Cr-chalcogenide systems

The system Cr-chalcogenide is a class of materials possessing metallic, half-metallic or semi-
conducting character dependent on the anion and on the ratio between Cr and chalcogen
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atoms. Also, Cr-chalcogenides may have ferromagnetic, antiferromagnetic or non-collinear
spin structure for different structures and compositions. The substitution of Ti or V for Cr
enlarge this class of materials and enable new properties, as spin-glass behaviour for Ti
substituted CrsTeg. Also, the Te substitution for Se within an isostructural serial leads to
a significant change of interatomic distances between metal atoms. As a consequence, the
magnetic interaction between metal neighbours is weaker.

All these structural and compositional modifications for the Cr-chalcogenide systems in dis-
cussion within this thesis have been very precisely characterized by experimental measure-
ments performed by the group of Prof. W. Bensch from University of Kiel. The theoretical
investigations performed by us comes to support the interpretation of the experimental re-
sults and to enable the understanding of the different magnetic properties of individual
Cr-chalcogenide systems.

1.4 Scope of the work

First-principles investigations are performed in the framework of density functional the-
ory (DFT) within the local density approximation as implemented in the spin polarized
relativistic version of the Korringa-Kohn-Rostoker (SPR-KKR) band structure method. The
fundamentals of the density functional theory (DFT) which represent the basis of the self-
consistent band structure calculations, as well as the method to solve the Kohn-Sham-Dirac
equation based on the multiple scattering theory treating spin-orbit coupling and spin po-
larisation on an equal footing are presented in detail in Chapter 2. The coherent potential
approximation (CPA) used to deal with random substitutional alloys is presented also in
Chapter 2.

The basics of the theoretical approach of the magnetic Compton profile is presented in Chap-
ter 3. The calculations of the directional magnetic Compton profile for the pure transitional
metals (Fe and Ni) is compared with the experimental data. The decomposition of the Fe
spectra into s, p and d-like contribution is accomplished. The anisotropic Compton profile
for the disordered alloy Ni-Co is calculated and the effect of the disorder in Fe3Pt systems
is discussed. The influence of spin-orbit coupling on the magnetic Compton profiles of Gd
and Y-Gd alloys is considered. Finally, the influence of the spin-orbit coupling and orbital
polarisation on the magnetic Compton profile of UFe; is discussed in detail.

The theoretical approach for the electron-positron momentum density and the formalism
for calculating the two-dimensional angular correlation of the annihilation radiation (2D-
ACAR) is presented in Chapter 4. 2D-ACAR spectra for a pure transitional metal (V) is
compared with the experimental data and with LMTO calculations.

In Chapter 5, the connection between the composition, structural characteristics and mag-
netic properties in Cr-chalcogenide systems is discussed. Ground state band structure SPR-
KKR calculations have been performed in order to establish the magnetic moments and
magnetic phase stability for binary CrX (X =S, Se, Te) compounds and for CrSe,Te;_, al-
loys. The magnetic moments and density of states in the non-stoichiometric Cr;,,(Te/Se),
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compounds have been calculated. The preference of Cr for one crystallographic site in the
trigonal structure of the space group P3ml is explained using energetic arguments. The
influence of Ti substitution for Cr into CrsTes on the structure and the magnetic properties
is discussed. The preferential site occupation of the metal atoms Ti and Cr is determined.
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Chapter 2

Theory

2.1 Density Functional Theory

In the last 30 years, many theoretical techniques were developed to describe the electronic
structure of condensed material using self-consistent first principles quantum-mechanical
methods.

One of the difficulties for a successful theoretical description of a given material arise from
electron-electron interaction. If one decides to ignore the effects of electron-electron interac-
tion, then the motion of each electron is described by a single-particle wave function. Thus
the ground state of the system could be written (Hartree Fock Theory) as a antisymmetric
product of one-electron wave functions. However in this way the properties of the con-
densed material cannot be described correctly. Therefore, one should include the effects of
the interaction between the electrons making some sensible approximations to enable one
to successfully model such a system.

Density Functional Theory (DFT) is a general theoretical framework which enable us to cal-
culate the ground state energy E, of any condensed matter system consisting of electrons in
some external potential.

DFT was introduced in 1964 by Hohenberg and Kohn [32]. It is a theoretical tool that pro-
vides a general framework for the calculation of the ground state of an ensemble of atoms,
whose nuclei are fixed at specified positions, using the electronic density as a basic variable
of the total energy functional, which is written E[n(r)]. The square brackets are the standard
way to indicate that a function depends on a function rather than a variable; in this case
energy is a function of electronic density n(7) which vary with respect to 7.

DFT differs from Hartree Fock theory, as it uses the electronic density rather than wave
functions as basic quantities to describe the properties of a material. DFT also includes both
exchange and correlation effects in a mean field sense, whereas Hartree Fock theory includes
exchange, but ignores correlation effects. DFT has also the advantage that it can be used ef-
ficiently for calculating the properties of systems that contains hundreds of particles - one
would not attempt to solve such a problem using Hartree-Fock-like methods.

19



20 CHAPTER 2. THEORY

2.1.1 Non-relativistic Density Functional Theory
The development of the DFT enable a wide variety of systems to be described correctly by
this theory including systems with degenerate ground states, spin-polarised systems and

many others.
The Hamiltonian for a system of N interacting electrons can be written as:

H=T+U+V=Hy+V. 2.1)
In this equation, 7' represents the kinetic energy of the electrons, U represents their Coulomb

repulsion and V is their interaction with an external field.
The ground state energy of the electronic system is:

E, =< U|Hy+ V| > . 2.2)

The electronic density is written as:

n(r) =< ¥|n(r)|¥ > (2.3)

where VU is the many-electron wave function representing the whole system. The operator
n(r) represents the electronic density at point 7. In terms of field operators for creation and
annihilation of particles this operator reads:

IGES PR GLAGE (2.4)

where we sum over the particle spin 0. We can also write down the expression for the oper-
ators in Eq. (2.1) in terms of field operators:

2

2 L e Y Sy 1 —/ 3,.. .73,/
0= Z//(D” (V5 0 o O ()0 2.5)

Arey |7

V=>" / v (P DE(F) D, (F)dr (2.6)

[
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T = Z / VoI (F)V, (F)d*r . (2.7)

Eq. (2.5) represents the Coulomb repulsion between the electrons, the factor ; outside oc-
curs because the summation for each pair is done twice. Eq. (2.6) represents the effect of the
external potential v*** and (2.7) is the kinetic energy operator.

Nonrelativistic DFT is based on two statements, that were derived by Hohenberg and Kohn
[32] and that form the basic theorems for DFT:

1. All ground state properties of a system of N interacting electrons acted on by the same well
defined external potential v () can be expressed as a unique functionals of the density distri-
bution n(r). In particular one has for the ground state energy:

E,[n(7) = / V(PP dr + Fln(P)] 2.8)

This first term in Eq. (2.8) describes the energy due to the interaction of the electrons with the
external potential v** and the second term describes the rest of the energy contributions of
the system. The energy functional F'[n G )] is actually defined as the ground state expectation
value of the Hamiltonian H,, where Hy = T + U, with T describing the kinetic energy of
electrons and U describing the interactions between electrons, respectively.

It should be mentioned that the energy functional F[n()] is a universal functional and this
implies that F'[n(7)] does not refer solely to a particular system, but is valid for any number
of particles in the system and for any external potential v***().

It is convenient to separate the functional F'[n ()] into two parts. The first term is the Hartree
energy Ey[n(r)] and the second is the unknown functional G[n(7)], which is a universal
functional in the same manner as F'[n(7)].

Fln(n)] = Eun(r)] + Gln(r)] (2.9)

Furthermore, one may make the definition

Gn(r)] = To[n(r)] + Egc[n(r)] (2.10)

where Tj[n(7)] is the kinetic energy of a system of non-interacting electrons in the ground
state with density distribution n(7) and the only unknown is the so-called exchange -corre-
lation energy E,.[n(r)] and thus an approximation for this has to be made. The exchange-
correlation energy is defined as the part of energy F[n(7)] not included in Ey[n(7)] nor in
To[n(7)]. The physical origin for this term is the fact that electrons tend to avoid each other
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as a consequence of the Pauli exclusion principle and Coulomb repulsion.
Under the previous suppositions, the expression for the ground state energy reads as :

E,n(7)] = / A+ By [n(?)] + Toln(?)] + Eueln()
. ext 3 1 e ”(F)”(F/) 3 331
= [enen@ar s g [ [ RO ey
()] + Euln(7)] . 2.11)

To deal with this expression for the ground state energy one can make use of the second
theorem of DFT:

2. The ground state energy associated with a given external potential is found by minimizing the
total energy functional with respect to changes in the electron density while the number of par-
ticles is held fixed. The density that yields the minimum total energy is the ground state density.

Next we need to perform the minimization of the total energy. The number of electrons N
in our system does not change and we can write:

Kn(F)] = / n(f)d*r = N . (2.12)

To solve the minimization problem the Lagrange multiplier method is used. According to
this method, K [n(7)] is multiplied by the unknown Lagrange multiplier ;« (which must have
the unit of energy) and subtracts it from the total energy functional. The result is written as:

Bl - nkn)] = Do)+ g7 [ [P+ [ @ +
Exc[n(r)]—u/ F)d°r . (2.13)

Minimizing this functional with respect to the electronic density distribution n(7), one is
now able to determine ;. from the conservation of particles constraint, K'[n(7)], for a given
electron density distribution. Taking an infinitesimal variation of Eq. (2.8) and setting the
resultant expression equal to zero, we end up with:

/ on(7) [vwf(f) 5T°[ (M) 1 ¢ / ) M—ﬂ]d%:o. (2.14)

on(r 24mey ) |7 — 7| on(r)
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Eq. (2.14) should be valid for an arbitrary variation in density én () and this can only be
true if the expression between the brackets is zero. The extremal n¢g, which is the ground
state density for the energy functional is obtained when:

07T
o= Uext(F) + 0[

Spyp XL VA 2.1
f’) 247?60/]r—r @ 215)

This Euler equation for an interacting system of electrons seems to be not very helpful to
get ngs(r), because of the unknown quantities p and E,.(7). To solve the problem, one
make the following supposition using quantum mechanical theory: for a non-interacting
electronic system, Eg[n(7)] = E,.[n(7)] =0, so Eq. (2.15) becomes:

o () + &g)] .y (2.16)
If we use the notation:

) =00 + g | 20 o Bt 217)
we get

o1 (7 4 ST (2.18)

on(r)

and one can notice that the Euler equations for an interacting system and that of a non-
interacting gas are formally identical. Assuming that there is a method to obtain the effec-
tive potential v®//(7), one is now able to determine the ground state of an interacting system
using similar techniques to that for determining the ground state of a non-interacting sys-
tem acted on by the external potential v°** (7).

For this system, the many body Schrédinger equation can be reduced by separation of vari-
ables to N single-particle Schrodinger equations and the many body wave function is a
product of single-particle wave functions. Accordingly we can write the Schrédinger equa-
tion for each electron individually:

h2
- %VQ + 0 ()| U = €, . (2.19)

Using the defined effective potential from Eq. (2.17), the Schrodinger equation for our inter-
acting electronic system is formally identical:

h2
— %VZ + Ueff(F) \Dz = Ei\Iji . (220)
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The Schrédinger-like equation containing v“// is the so-called the Kohn-Sham equation and
VU, are Kohn-Sham orbitals. VU, and ¢, are not the wave function and the corresponding
energy for real electrons and because of this they don’t have any physical meaning. ¥,
and ¢; are simply auxiliary quantities for calculating n(7) and the total energy using the
expression:

n() = () (2.21)

The eigenvalues ¢; can also be used to express the total energy associated with the set of
one-electron equations (see Eq. (2.20)):

Y = Tl + / oI () (P dPr

= Tyln(M)] + / T / / 7n<f)n§j|/)d3rd3r’

OBue[n(M)] o 13
+/ ) (7)d%r . (2.22)

If we substitute 7'[n(7)] from Eq. (2.22) into Eq. (2.11) we get:

al 1 e 0E,c[n

)] = Z o / / d3rd3 — / M[(F()N (P d>r+ By [n(7)] .(2.23)
Let’s assume we have an adequate approximation for E,.. Then we have a set of self consis-
tent equations to solve. The starting point is to make a guess for the effective potential in Eq.
(2.17). Using this effective potential one can solve the Kohn Sham Eq. (2.20) using standard
single-particle theory (see refs. [33], [34]). The resulting V; is used to calculate n(7) by Eq.
(2.21). The density n(7) is re-used to calculate, by Eq. (2.17), the potential v*//. We continue
going round this loop until the potential at one iteration is the same (within a required accu-
racy) with the potential coming from the previous iteration and we get at the final v¢//. The
eigenfunctions ¢; obtained solving the Kohn-Sham Eq. (2.20) with this effective potential are
used to calculate the total energy E,[n(7)] from Eq. (2.23).

This formalism is equally applicable to bosons and fermions, the exchange-correlation en-
ergy is that which takes the statistics into account.

In the formalism presented above, all the terms except the exchange-correlation energy are
treated exactly. The critical problem of DFT is to use an appropriate approximation for the
exchange-correlation energy, because for solid state systems, except for the case of a uni-
form electron gas, the explicit form is not known. Due to the Coulomb repulsion, one may
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think that there is a region of depleted charge surrounding each electron. At a given point
7' the density depletion associated with the electron located at 7is n" (7, 7). The exchange-
correlation hole must contain a unit charge, i.e., the sum-rule

/ nM(7 7 dPr = —1 (2.24)

must be satisfied.

The derivation of the exchange-correlation energy E,.[n(7)] can be done using a method
known as adiabatic connection [35, 36, 37]. The basic concept is that while keeping the den-
sity fixed, the non-interacting system is connected to the interacting system via a coupling
constant A\, which represent the strength of the electron-electron interaction. A = 0 implies
the non-interacting system and A = 1 is the fully interacting system. Using this method, the
exchange-correlation functional can be written as:

Ep[n(7)] = 1 / n(F)dr / %ﬁd%’. (2.25)

The exchange-correlation hole n" (7, 7) is actually averaged over a coupling constant depen-
dent hole n! (7, 7):

1
(7, 7)) = / n (7 7")d\ . (2.26)
0

A useful quantity to define from Eq. (2.25) is the exchange-correlation energy per particle
€zc(n(7)), otherwise known as energy density:

e(n() = - / T (2.27)

2) |Fr—=7

Simply said, the electronic many body problem would be solved if n"(7,7’) were known
exactly in analytic form.

Because of the isotropic nature of the Coulomb interaction, the exchange-correlation func-
tion can be evaluated using exact wave functions and it can be shown that, although the hole
may be strongly non-spherical, the only contributing parts to the total exchange-correlation
energy are the spherical ones, due to the fact that the non-spherical terms average out to
zero.

The most used approximation method to calculate the exchange-correlation energy is called
Local Density Approximation (LDA). In LDA, a slowly varying electron density distribution
is supposed. The exchange-correlation energy of an electronic system is constructed by
assuming that the exchange-correlation energy per electron at a point 7" in the electron gas,
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is equal to the exchange-correlation energy per electron in a homogeneous electron gas that
has the same electron density at the point . It follows that

By [n(7)] ~ / n(F)ese(n(7)dr (2.28)

The physical meaning of this formula is the following: in performing an integral we divide
the volume up into infinitesimal volumes and sum all their contribution to the integral. Here
the assumption is made that in each infinitesimal volume the density is constant and hence
the exchange-correlation energy will approximately take on the value for the homogeneous
electron gas in that infinitesimal volume.

The LDA approximation is exact for two extreme cases: slowly varying charge densities and
high electron densities, but in spite of some famous failures, it was found that the LDA pro-
duces surprisingly good results for a wide class of systems with rapidly varying densities.
If the spin degrees of freedom are taken into account, von Barth and Hedin [38] established
a straightforward generalization of the Hohenberg-Kohn theorem, founding so-called spin-
density functional theory (SDFT). Within this approach it was assumed that the external
tield couples only to the spin degree of freedom which leads to the additional potential term
in the Hamiltonian

s / Beat(F)mi(F)dPr (2.29)

with B,,, the external magnetic field and 7%(77) the spin density operator
() =Y O (7)FasPs(7) (2.30)
a,B

and ¢, the vector of Pauli matrices.

The energy functional depends now not only on the particle density n(r) but also on the
spin density (7). If the external magnetic field B.,; and the quantization axis point along
the z direction everywhere, one has to consider only the z projection m of the spin density
and the particle density n as independent variables in the energy functional

Egln(r,m= ()] = Fn(r), m-(r)] + /[U”t(f’)n(ﬁ — pp B (F)m. (7)) d°r . (2.31)

Using the notation n* and n~ for the spin-projected particle densities, we can write the spin
and particle densities as

m(F) = n"(F) — n™(7) (2.32)

n(r) =n*(F) + n~(F) (2.33)
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and one can generalize the Kohn-Sham Eq. (2.20) for each spin ¢ in the following way:
(=V2+ V()97 (7) = (7). (2.34)
The effective spin-dependent potential used in this equation is
V7 =Veur + Ve + V. + 0Bewt (2.35)

with the exchange-correlation potential

OFE . [n",n™]
() = = 2 2 2.
Ve () () (2.36)
Doing some transformations, one can set up the new independent potentials:
D R N _ OFEy[n,m]
1 a OFE[n, m]
Boo(i) = =(VE(F) = Vo (7)) = —= 2.
) = V) = Vee() = s 2.38)
and re-write the spin-dependent potential as:
V7 = ‘/ea:t +Vu + V;cc + UBeff (239)

with B.fy = Beyt + Bye. Clearly, due to the definition of B, yy, there may exist a magnetic
solution for zero external field strength. If such a solution exists, it may have a lower energy
than the non-magnetic case and the theory may predict magnetic ordering.

Similar with the DFT, a crucial point in SDFT is to supply a reasonable approximation for
the exchange-correlation energy. Using the same justification like in the case of LDA, the
most used approximation in the spin-dependent case has the form:

Bl mo(7) = [ n(resefn.mldr (2.40)

where ¢,.[n, m] is the correlation energy of a homogeneous spin polarized electron gas.
Parametrizations for €,.[n, m| can be found in the work of v. Barth and Hedin [38], Gunnars-
son and Lundqvist [39], Vosko, Wilk and Nusair [40], Perdew and Zunger [41], respectively.
The LSDA provides a realistic description of the structural properties, elastic and vibrational
properties for both solids and molecules, but for certain systems the LSDA has a strong ten-
dency to over-binding.

The Generalized Gradient Approximation (GGA) for the exchange-correlation energy im-
proved upon the Local Spin Density Approximation (LSDA) description of atoms, molecules
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and solids ([42, 43, 44, 45, 46]). In the Generalized Gradient Approximation (GGA) the gra-
dient is included as a new variable and one tries to determine the best scheme that fulfills
the relation:

ECCAIn(7)] = /d3rf(n+,n_,Vn+,Vn_)n(F) : (2.41)

There are many parametrizations for the exchange and correlation functionals, among the
most known one should mention the PW91 [47, 48] exchange and correlation functional,
which was constructed by introducing a real-space cut-off of the spurious long-range part
of the density-gradient expansion for the exchange-correlation hole. The cut-off procedure
was designed in such a way that as many as possible of the known features of the exact
exchange and correlation energy were obeyed.

It has later been discovered that there are some unphysical wiggles in the PW91 exchange-
correlation potential for small and large reduced density gradients. There are also quite
many parameters in the PW91 functional, and it has been found that more features of the
exchange-correlation energy exist than those satisfied by the PW91 parametrization.

To remedy the weakness of the PW91 functional the Perdew-Burke-Ernzerhof (PBE) func-
tional has been constructed [49, 50]. This is today the most used GGA functional. The second
order expansion for slowly varying or small density variations is fulfilled, as in the case of
PW91, but this constraint has been relaxed in the PBE functional to give a better description
of the linear response limit.

In the GGA, the appropriate exchange energy form for slowly varying densities is

ESMn(®) ~ [ e 0@), sr [ (i)l () FE s(7) 242
where the variable s is the reduced density gradient, given by the formula:

V()

s(n() = 243)

and kp is defined by n(r) = ;%

The functional present in Eq. (2.41), FS%4(s(7)), is the exchange enhancement function of
the GGA and in the case of PBE it is given by

FPBE — 1 4 g — (2.44)

R
1+ us?/k

where, as before, s is the reduced density gradient and the constants ¢ = 0.2195 and x =
0.804 are chosen in such a way, that the gradient expansion around s = 0 should give the
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correct linear response of the homogeneous electron gas, and the local Lieb-Oxford bound
[51]:

BPPPn* 0]

Vv

B, [t n7] (2.45)
> —1.67962/d37“n(f')4/3

should be satisfied.

The PBE functional is often called as a “first principles” functional, because it is constructed
from known limits of the homogeneous electron gas and scaling relations. Furthermore, it
doesn’t contain any parameters, which are not either fundamental constants or determined
to satisfy some specific quantum mechanical boundary conditions. It should however be
noted that except for the high and low gradient constraints (linear response of homogeneous
electron gas and Lieb-Oxford bound) the exchange enhancement function is not restricted.
The GGA has the same problems as LDA in calculating properties like densities of states
(DOS), band structures or photo-emission spectra. Even the correct density functional will
not describe these properties exactly. It is beyond the DFT to calculate properties other than
ground state energy and (spin polarized) charge density. In practice LDA gives reasonably
good optical spectra and band structures are looking as expected in many cases, but there
are exceptions. For example, the strongly correlated system La,CuQOj, is predicted to be a
metal while in reality it is an insulator. Also in line with this, band-gaps calculated with
GGA or LDA are smaller than the observed values.

2.1.2 Relativistic Density Functional Theory

In the previous section, an explicit form of the Hamiltonian was not specified, so this means
that relativistic effects can be included through various correction terms, like the inclusion
of the rest mass effect or spin-orbit coupling, in this formalism.

Nevertheless, not all the phenomena can get this way an appropriate treatment. Many phe-
nomena appearing in magnetic materials are intrinsically of relativistic origin and because
of that, they require an adapted fully relativistic version of DFT.

The first of such a description was made by Rajagopal and Callaway [52]. They generalized
the Kohn-Hohenberg-Sham description for the non-relativistic inhomogeneous fermion gas,
with spin effects included. A further development of this model was done later by Ra-
jagopal (1978) [53], Ramana and Rajagopal (1979) [54] and separately, by McDonald and
Vosko (1979) [55].

The interaction of the external magnetic field ém(F) =V x /_fm with the electronic sys-
tem is included in the Hamiltonian through the coupling of the Dirac current to the vector

potential ffm:

A ~ A —

H=T+U+V —¢ / J(F) A (F)d°r . (2.46)
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Here the Dirac electronic system is described using four-vector notation, so the scalar po-
tential and the vector potential are combined to get the following expression for the external
potential:

Agxt(F) = (ivextj gezt(ﬂ) . (247)

The four-current electron density distribution has the expression:

-

JH(F) = (en(r), J (7)) - (2.48)

These four components of J*(") must satisfy the continuity equation, ensuring that the
charge within the system is conserved, so the four components of the vector are not all
independent of one other:

oJH(T) o = on(r)
. 0=VJ()+ 5 (2.49)
The operatorial form of this vector is:
T() = e (e (2:50)

where c is the speed of light, ¢ (7) and ¢(7) are Dirac field operators and & is the 4x4 Dirac
matrix

07:(2 ‘g) (2.51)

The energy operators which enter in the Eq. (2.46) are similar with those used in the non-
relativistic version of DFT ( Egs. (2.5), (2.6) and (2.7))

. €2

U= % o / / 90+(F)<P+(F/)‘F_lfllw(vf')w(f‘)d?’rd?’r’ (2.52)
V= / v (P (F)p(F)dr (2.53)
- / PH (M) cap+ fme )T (2.54)

where 3 is a 4x4 Dirac matrix (I, -the 2x2 identity matrix):

i-(t ) (255)
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The Kohn Hohenberg theorems were changed to describe the properties of the total energy
functional W[J* ()] of a system of relativistic electrons:

e The total energy per unit volume of a system described by Hamiltonian from Eq. (2.46) can be
written as a functional of the expectation value of the four-current density

WTA(F)] = T + L) + e / TH(F) AR (F)dPr (2.56)

Here T[J*(7)] =< ®|T|® > is the relativistic kinetic energy of a system of non-interacting
electrons, with the rest mass energy included and G[J#(r)] =< ®|U|® > is the internal
potential energy of the system. Making use of the Lagrange multiplier method one can get

WJH()] = / 5.J1(7) [ fﬁ(?,) + ;ﬁ% YAl wu] dr=0. (2.57)

dJ*(r) is an arbitrary small change in J#(7) so the quantity between the brackets must be
zero to fulfill this condition:

6T (7 ) 6G(7) "
5Tn(r) () e

=w, . (2.58)

Furthermore, this relation can be arranged in such a way to look similar with that for non-
interacting electronic system, introducing the effective potential:

1 6G(7)
Al JTH(F)] = e Al 2.
eff [‘] (F)] emt (SJ!L(F) ) ( 59)
which can be split into effective scalar and vectorial potentials:
dG(7)
— ext 2.
Veff (Y + 5n ( f> ( 60)
and
. .1
Aeff = Aezt (SG(F) (261)

e s (i)

For getting the effective potential, the following internal energy functional expression is

used:
n(r)n(r
d3 d3 /
247T60 // |7‘—7“

24%6002 // T_M TN o " Eye[JM(1)] (2.62)

GLJH()]
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Now one can make use of the second Kohn-Hohenberg statement, adapted for the relativis-
tic case:

oThe non-degenerate ground state of an inhomogeneous interacting system of N relativistic electrons
can be described by a set of N single particle effective Dirac equations with a suitable defined single
particle-like scalar and vector potential.

The effective single-particle Kohn-Sham-Dirac equation obtained looks as:

(ca(ﬁ — A (7)) + Bmc? + vep f(f)) U, (F) = w, U, (7). (2.63)

One needs to start with a reasonable guess for the exchange-correlation energy E..[n(7, J(7)]
which is evaluated by means of relativistic quantum Monte-Carlo calculations. The second
step is to get the effective potentials (using Eq. (2.62) and then Egs. (2.60) and (2.61)) which
will be inserted in the Kohn-Sham-Dirac equation. Solving this equation and getting w; and
®; will enable us to calculate the new electronic and current densities:

N
n(F) =Y UF(R)T(7) (2.64)
i=1
and
(1) = et (P)avi() (2.65)

respectively, which will enter in the next loop. One ends up this loop with a self-consistent
determined effective potential and electronic current densities. Those will be used to deter-
mine the total energy through the formula:

Wl () Z 247re0/ / dg?“d37"'+Ewc[ “(7)]
3, 13,1 5Exc[n(77),j(7?))]nr 3,
2471‘6062 // |r—r d rd’r / on(r) (7)d
0 Bye[n (1), J(7)] 5
/ 57 (F)d®r (2.66)

It should be emphasized that this equation doesn’t contain the vector potential A and the
current density .J has no explicitly dependence on the vector potential.

The exchange-correlation energy poses the most severe problem as this term include the
current-current interactions. The relativistic exchange-correlation functional, £,.[J, ()] has
to include all the magnetic exchange-correlation effects which are intrinsically relativistic in
nature, like the retardation of the Coulomb interaction between electrons and the magnetic
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interaction between moving electrons, through its dependence on the spatial components
of current. In principle, the exchange-correlation energy can be calculated from the solution
of the self-consistent set of Kohn-Sham equations together with the expression for the total
energy functional but in practice this implementation is done using several approximations,
not unlike the non-relativistic Local Density Approximation (see [37]).

Such an alternative method of taking relativistic effects into account in DFT has been de-
veloped by Rajagopal and Callaway(1973) [52] and emphasized by MacDonald and Vosko
(1979) [55]. Using this approach, one is able to derive equations that look more like the fa-
miliar non-relativistic DFT for magnetic systems.

Performing a Gordon decomposition of the current density, one is able to separate its orbital
and spin parts, leading to a fully relativistic version of SDFT described above. Ignoring the
diamagnetic effects, i.e. neglecting the terms in /Tm(F) and assuming that the orbital cur-
rents are also negligible, the coupling of the spin part of the current to the vector potential
At () can be described by a term analogous to that in Eq. (2.31)

—

(1) - Beys(T) (2.67)

with the spin magnetisation defined by:
GES P AGELAGE (2.68)

As in the SDFT, the quantization axis is chosen to be the z direction. Under these supposi-
tions, one gets the approximate Kohn-Sham-Dirac equation

iﬂW+&mhﬂw+M@&Mﬂ®®:m®® (2.69)

with the effective scalar potential v.;(7) and the effective magnetic field B.;(7) given by
the following expressions:

e? n(r’ OB, [n(T), m(T
%MﬂszH+MQ/V£;V%E[£% (") (2.70)

0 Ee[n(F), m(7)]
am(7)

Beff = Bext + . (271)

In this way, ignoring the orbital current density contribution, one arrives at a Kohn-Sham-
Dirac equation completely analogous to the non-relativistic SDFT Schrodinger equation
(2.31). It should be emphasized that this relativistic DFT approach is derived as a first princi-
ple framework to calculate the properties of condensed mater with internal magnetic effects.
However, the implementation of this theory is a complex problem. An adequate method for
this implementation will be presented in the following.
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2.2 Korringa-Kohn-Rostoker Green’s Function Method

In the previous chapter it was shown how the many-body problem can be reduced using
DFT to that of single particles moving independently in an effective field that describes
all the interactions with the surrounding electrons and nuclei. One has to choose now an
appropriate numerical band-structure method in order to perform a quantitative ab-initio
description of the electronic structure of the crystal on the basis of the Kohn-Sham scheme.
The basis of all calculations done within this thesis is multiple scattering theory. When
applied to ordered solids, multiple scattering theory leads to the so-called Korringa-Kohn-
Rostoker band theory method. This theory was first derived by Korringa [56, 57] and, in-
dependently, a bit later by Kohn and Rostoker [58]. Unlike most other methods, the KKR
aims to calculate the so-called "single-particle Green’s function(GF)’ instead of the electronic
wave functions and energy eigenvalues of the crystal. As will be shown later, knowledge of
the Green’s function is enough to calculate all single-particle expectation values of a crystal
like particle densities or other quantities important in condensed matter physics, such as
densities of states and magnetic moments.

It should also be emphasized that the KKR method produces equations that can be used for
the first-principle calculations in a manner that is very efficient from a computational point
of view and it has the very appealing advantage that it can be easy generalized to deal with
disordered alloys as well as periodic solids.

Between those who brought important contributions to the KKR-GF method, should be
mentioned Faulkner [59, 60], Faulkner and Stocks [61], Gyorffy and Stocks [62], Stocks,
Temmerman and Gyorffy [63], Gonis [64, 65, 66], Dederichs et al. [67] and for relativistic
treatment, Strange et al. [68], Weinberger [69], Strange [37] and Ebert [70, 71, 72, 73].

The basic idea of KKR is that an incident wave function to any given site is a superposition of
the outgoing ones from all the other sites. In order to determine the Green’s function of the
system at a fixed energy, the first task is to determine the wave functions and the so-called
t-matrix which describes the scattering on each individual atomic scatterer characterized by
non-overlapping, spatially bounded potentials. Further one has to construct the so-called
T-matrix in order to reproduce the scattering in the whole crystal. Using the appropriate
Dyson equation, the atomic t-matrices and the structure constants G which depend only on
the crystal structure can be combined to construct the so-called scattering path operator .
This scattering path operator describes all possible scattering events for a single electron on
its way between two individual scattering centers and because of this is a central quantity
to construct the Green’s function for the whole system.

Because much of the scattering theory is written in terms of the Green’s function, the fol-
lowing section will be devoted to introduce this very useful mathematical instrument and
to indicate some of its most characteristic features and uses.
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2.2.1 Green’s Function

Let’s consider the following eigenvalue problem, where Hy(7) is a general Hermitian oper-
ator:

Hy(F)®(F) = ED(F) . (2.72)
The Green’s function associated to this Hamiltonian equation is defined by

Here it must be noticed that G(r, 7', ) must fulfill the same boundary conditions as the
solution of Eq. (2.72), ®(r).

The Green’s function can be expressed through the eigenvalues E,, and eigenfunctions ®,,(r)
of the Hamiltonian H, (7). Assuming a complete set of orthonormal wavefunctions with the

property

S @, (@47 = 67~ ) @74
the spectral representation of the Green’s function is given by:

t (=
Go(F, 7' E) = ; %{Dg) . (2.75)
One has to notice that the energy integral of the Green’s function is not defined at real en-
ergies because of the singularities at £,, and has to be evaluated as a contour integral. In
order to define the Green’s operator for each real energy, it is necessary to specify a limiting
procedure for the parameter E. For this reason, the so-called retarded (-) and advanced (+)
Green’s functions are introduced:

o
G*(F, 7', E) —hmZ o F)‘P . (2.76)

G (7' E) =G (7,7, E)f (2.77)

The Green’s function is used in scattering theory as a method of solving inhomogeneous
differential equations. The solution of the equation:

(Ho(7) + V(7)) ¥(F) = BV (F) (2.78)
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where E is an eigenvalue of the Hamiltonian Hy(7), can be written as
U (7, E) = ®(F E) + / Go(7, 7', EYV (7P (7', E)d*r . (2.79)

This equation is called Lippman-Schwinger equation and ®(r, £) is an eigenvector of the
operator Hy. Analogously, the Green’s function of a perturbed system is connected to the
Green’s function of the unperturbed system by the so-called Dyson equation:

G(F,7' E) = Go(F, 7", E) + /GO(F, 7 EYW(FGF" 7 E)Yd " (2.80)

We can use this equation to approximate the Green function for the perturbed system, sub-
stituting G(7"”, 7, E) back into this equation and keeping only the n first terms. This kind of
approximation is called Born approximation of nth order.

A very useful quantity defined in scattering theory is the so-called T-operator. The matrix
of this operator is defined in many ways. Two equivalent definitions are:

V(A)G(F, 7' E) = / T(7, 7y, B)Go(7a, 7', E)d®ry (2.81)

G EW () = [ Golr o BT 7, E)r, 2.82)
Substitution of the first of these expressions into the Dyson equation gives:
G(F, 77/, E) = Go(F, 77,, E) + / / Go(F, 77\1, E)T(’f_"l, T9, E)GO(FQ’ F/, E)d37“1d37"2 (283)

This equation connect via the T-operator the free-particle Green’s function to the full scat-
tering Green’s function and describes all possible scattering in the system. The Dyson-type
equation for the T-matrix can be written also as follows:

T(Fr', E) =V (r)o(r—7") +/V(F)G0(F, 71, B)T (7,7, B)d°r; . (2.84)

2.2.2 The Calculation of Observables

The Green’s function contains all physical relevant informations about an electronic system
and can be used directly to calculate many observable quantities straightforwardly. We will
show in this section how the density of states, charge density or magnetic moments can be
calculated.

The starting point will be the retarded Green'’s function formula (2.76), where ®,, and E,, are
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the eigenfunction and eigenvalues of the Hamiltonian. If one can let 7" and ' to be in the
same atomic cell, one has the site-diagonal Green’s function. Taking the trace of both sides
of the formula and integrating over * we have:

TrG+ E)d’r =1 )
/ rGT (7,7, E)d*r = el—{%ZE E i (2.85)
where the normalization condition

/ @ (7D, (F)d*r = 1 (2.86)

was taken into account. Making use now on the following identity

lim ! - imd(z — a) (2.87)

—0r—a-+ic T —a

we can write

1y / TrGH (7,7, E)d'r = 6(E - E,). (2.88)

™

The right side of the previous equation is clearly the density of states, because

E+AFE
/ > (E-E,)dE =N (2.89)

E n

where N is the number of states between E and E + AE. Therefore we can write the follow-
ing simple expression for the density of states in terms of the Green’s function:

n(E) = -1 / TrG* (7, 7', E)dPr (2.90)

™

and the number of states below energy E,,., as

1 Enmax
N(Bpas) = == / / TrG* (7,7, E)dr . (2.91)

To calculate the charge density, we consider the following expression for this quantity:

occ

p(F) =€) Bl ()P (7) (2.92)
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where the summation extends over all occupied states. Combining this expression with
retarded Green’s function expression (2.76), putting then 7 = 7 and integrating over the
energy up to the highest occupied state at the Fermi level E'r, gives

e By En)OL ()
TrG™(r, 7", E)dE = li —dE

Er 1
= i Tr{®, (7! (7' S — )
;nZ (0.0 [

= ;cbn(F)CDL(F) /_]j: (E_lEn —imd(E — En)> dE  (2.93)

where under the trace, the order of ®,, and @} can be reversed. If we take the imaginary part
of each side and take into account the integration of the J-function over the specified range
change the summation of all states to all occupied states, we can write the final expression
for the charge density as follows:

Er
p(P) = - <3 / TrG* (7,7, E)dE . (2.94)

[e.9]
Another quantity of interest is the spin magnetization density, given by:

occ

=3 0,(7)B5PL(7) (2.95)
Similar to the previous derivation, we obtain the following expression for this quantity:
I
m(r) = —%/ TrpeG(r, 7, E)dE , (2.96)
™

where the trace includes the spin. One can get the spin magnetic moment performing the
integral over 7

1 Er
Megpin = %% Tr / dE /Q B6,G(7, 7, E)d*r (2.97)

The magnetic moment at a site, coming from the orbital motion of electrons, the so called
orbital magnetic moment, can be expressed in an analogous way as

Er
Meory = —\ST’/‘/ dE/ B8l G (7,7, E)dr . (2.98)
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The probability that an electron in the solid will have a momentum p’and an energy E is
given by the spectral density function,

Er
A(E. ) = -+ / SG(p, 7, B)dE . (2.99)

oo

The function G(p,p”’, E) that appears in this expression is the double Fourier transform of
G(r, 7', ), written as

GF.F . E) = —— / / exp (i(ﬁf— ﬁ’F’))G(F, 7 B)d3rd®r . (2.100)

The spectral density A(E, p) is very useful for interpreting the results of positron annihila-
tion experiments, but can also be connected with momentum densities, constructed from
magnetic Compton scattering experiments.

2.2.3 The single-site scattering

The first step in a first-principles study of magnetic and relativistic effects in metals and al-
loys using the KKR-GF method is to get the solutions of the Kohn-Sham-Dirac equations for
an individual scattering center. For that purpose Strange et al. [74] investigated the associ-
ated Lippman-Schwinger equation and derived a set of radial differential equations for the
single-site solutions.

Before one begins to delve into the details of scattering theory, it is useful to examine the
physical properties of the scattering potential. The overall potential of the material can be
thought of as being composed of individual smoothly varying single-site potentials centred
on each lattice site. As one is dealing with close packed systemes, it is reasonable to assume
that the potential centred on each individual lattice site can be taken to be spherical sym-
metric around this lattice point. This assumption allowed us to use the so-called muffin-tin
construction for the effective potential: the space is divided into non-overlapping at most
touching spheres centered at each atom-site. The potential is supposed to be symmetric
inside this so-called muffin-tin sphere and to have a constant value between the bounding
spheres. For convenience, this constant value of the potential in the so-called interstitial re-
gion is often chosen to be the origin of the energy scale. The expression of the potential can
be written as:

L2 ey Vi) if 7] <12,
Vol = Bn) = Val7a) = { 0 otherwise (2.101)

For a system which is subject to a magnetic field, one will consider the motion of an electron
in a spherically symmetric potential and an effective magnetic field, for simplicity chosen to
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point along the z axis: B(7) = B(r)é,. The corresponding Dirac equation has the following
expression:

2

0, 1_ X)+v+ﬁazB+(5—1)%—E]xyV:o. (2.102)

[Z'/V5O-rc(§ + -

ﬂIQ

<

Here 0, = 7 - ¢ and the matrix 75 is given by:

B 0 —1I,
Vs = ( 5L 0 ) : (2.103)

The spin-orbit operator is defined by:
K=p8G-1+1). (2.104)

To solve the Dirac equation, one makes the ansatz:

U, = 0y, (2.105)
A

where ¥,, have the same form as the linearly independent solutions for a spherical sym-
metric potential:

ooon _ ( gs(r, E)Xa(7)
UA(F, E) = (@fﬁ( By (72)>. (2.106)

Here g, and f, are the large, and respectively the small component of the radial wave func-
tion and x., are the spin angular functions. The spin-orbit quantum number « and mag-
netic quantum number ;. were combined in the symbol A = (x, 1) and —A = (—~, ). The
spin-angular functions xx can be expanded further, using the Clebsch-Gordon coefficients
C(13;my, my), the complex spherical harmonics Y;™ and the Pauli-spinors x.,, in the fol-
lowing expression:

1
Y. Clgdp—mem)Y) " (F)xm, - (2.107)
s=%1/2

The spin- angular functions x, (7) are simultaneous eigenfunction of the operators j2, j, and

K, with j = [+ ;. The eigenvalues of these operators can be connected by the following
relations:

] — = 1
H:{ l 1forj. l—i-% (2.108)

[ for j=1I1-3
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, 1

Jj=|k|— 3 (2.109)
—j< < +j (2.110)
I=1-5,. (2.111)

Here S, = x/|k| is the sign of x and [ is the orbital angular momentum quantum number
corresponding to x_,. If one inserts the ansatz (2.106) into the single-site Dirac equation
(2.102) and integrates over the angles, the following radial differential equation are obtained:

K E—v B
Py, =—=Ppn + +1] Qav+ 5 Y < x-alozlx—a > Qan (2.112)
r c? c? -
K
Qv = - Qnv = [E—V]Pa + B < xalo:xa > Py (2.113)
A/

Here Py, = rga,, Qav = cr fo, and the coupling coefficients are given by

“mp i R=H
< XA’O-Z|XA/ >= (SML/ — /1= (H+‘Li/2)2 for k=—-k"—1 . (2.114)
0 otherwise

The selection rules derived from the properties of the angular matrix elements lead to a cou-
pling between the partial waves with the same y, i.e. p is still a good quantum number.
Also, for two coupled partial waves with angular momentum / and !’ one has the restriction
[ -1 =0,£2,..., ie. only waves with the same parity are coupled. Even with these re-
strictions, there are an infinite number of partial waves coupled, but in practice all coupling
terms for which [ — I’ = £2 are ignored. Feder et al. [75] justify this restriction showing
that the error introduced by this approximation is of the order 1/c?. On the other hand,
Jenkins and Strange [76] showed that one has to retain the coupling in x (up to I = 5, 6) if
the calculated quantities are very small on the energy scale, such as the magnetocrystalline
anisotropy energy, for example. For the present calculations, only [ — I’ = 0 coupling was
kept, restricting the number of terms in Eq. (2.112) and (2.113) to 2, if || < j. For the case
i = j, there is no coupling at all and one can say that the solutions ¥, have pure spin-
angular character A.

Obviously, the Egs. (2.112) and (2.113) has to be solved numerically. In order to solve these
equations, inside the muffin-tin sphere one has to set a limit for the angular momentum ex-
pansion /... Accordingly a set of 2(I,,., + 1)* linear independent regular solutions ¥, can
be created solving the Dirac equation (2.102) numerically. Because near the nucleus (r — 0)
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the magnetic part of the effective potential can be neglected, one can initialize the outward
integration with a well-defined spin angular character as follows:

U, =Y W (7 E) =5 0y, (7 E) . (2.115)
Al

Going away from the nucleus, the coupling introduced by the magnetic field has to be con-
sidered and a possible choice for the index of regular solution is to identify v with A, giving
the asymptotic behaviour for r — 0:

UA(FE) =Y Wan(F, E) . (2.116)
-

The radial Dirac equation for the free particle has two linearly independent solutions, reg-
ular and irregular at the origin. These solutions can be written in terms of spherical Bessel
functions j;(x) (the incoming regular solution) and the spherical Hankel function £;(x) (the
outgoing regular solution), as follows:

o E ( Gilpr)xa(?)
Ia( ) = 1+c2<3§ﬁi§jr(p7“)xA(f)) 2417

o [ E( )i )T
“(ME) =A\/1+ = | _ips.". Y A 2.118
Ji (7" ) 2 ( Efcb;njl_ pr>X7A(r) ( )

Fm oy E (b (pr)xa(?) )
hi(F,E) =4/1+ ( iS4 1o+ (o) (7) (2.119)

E h (pr)x i (7) ’
WEX(FE)=1/14+ = _ims A . 2.120
A (1 E) T ( —Effé“hl* (pr)x*A(7) ’ ( )

where p = \/E(1 + E/c?) is the relativistic electronic momentum. The row spinor functions

in Egs. (2.118) and (2.120) signed by a ” x ” denote left hand side eigenfunctions of Hy ,ie.
they obey the left-hand side free-particle Dirac equation:

< U*|(E—Hy) =0. (2.121)

The left-hand-side solution < ¥*| can be understood as the Hermitian conjugate of the
right-hand-side solution of the adjoint equation

(E* — H)|w* >=0 (2.122)
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Here E* is the complex conjugated energy including the rest mass energy and H} = H, for
free particles [77].

With the functions (2.117) and (2.119) one can construct the regular wave function at the
boundary of the muffin-tin sphere as a combination of the incoming and outgoing waves:

RA(F, E) = ja(F, E) —ip » _ hi (7, E)tan (E) | (2.123)
Al

which is the asymptotic solution of the Eqgs. (2.112) and (2.113). Here tsas defines the ele-
ments of the single-site scattering matrix t. By definition, the single-site t-matrix operator
generates the scattered wave by a single-site muffin-tin potential.

A procedure to determine the t-matrix elements ¢ o/ (£) was introduced by Ebert and Gyorffy
[78]. They defined two auxiliary functions f*(7, E) with the boundary conditions given by
the Hankel functions

R E) =5 (F E) if 7>y . (2.124)

Because these functions are a complete set of eigenfunctions of Dirac Hamiltonian, they can
be used to express the set of independent solutions W, (7, E) as:

UA(FE) =Y U, (7, E) = % > (ana(B) (7 E) + by (E) (7, E)) (2.125)
A A

where a(E) and b(E) are auxiliary matrices given by

asn(E) = —ipr?[hy (pr), @an (7, E)),
ban(E) = ipr®[hf(pr), ®an (7, E)), . (2.126)
Here [- - -] denotes the relativistic form of the Wronskian
p
[hx, @anlr = B cfan — msnh;gjm/ . (2.127)

Outside the muffin-tin sphere, one has V.¢; = 0 and B.;s = 0. Thus the Dirac equation has
free-particle-like solutions. The solutions given by Eq. (2.123), valid for ©* > r,,, and Eq.
(2.125), valid for +* < r,,, have to match at the muffin-tin boundary. This condition enables
us to determine the t-matrix elements, for which one can find the following expression:

1

e =5

(a(E) —b(E) b HE) . (2.128)



44 CHAPTER 2. THEORY

An alternative set of linearly independent regular solutions for the Dirac equation, allowed
by the t-matrix symmetry properties, can be obtained by superposition of the wave func-
tions ®, according to the boundary conditions

I\ E) = ZRA E)ti L (B)

= ZJA, (7, Bt )\ (E) — iph{ (7, E) . (2.129)
A/

These functions are normalized according to the convention of Faulkner and Stocks [61] and
allow straightforwardly to set up the electronic Green’s function. The irregular solutions are
tixed by the boundary condition:

In(F, B) =3 ja(7, E) (2.130)

and can be obtained just by inward integration. The solutions of the Dirac equation, Z,
and J,, outside the potential well can be continued into the sphere in such a way that they
represent the solutions to the Dirac equation in the whole space. The special advantage for
using those free particle solutions is that these functions are real for real energies, if the cell
potential satisfies some very common symmetry properties.

2.2.4 The single-site Green’s function

In order to get the single-site Green’s function, one has to start with the free-particle Green’s
function, which is a solution of the equation:

(cap + Bmc?® — E) Go(F,7") = —6(F — 7')] (2.131)
Introducing B = 7 (with R = | R]), the solution can be written as
) ipR
F T = —(cap — . 2.132
Go(7, 7', E) (cap + Bme E)47TRI4 (2.132)

Here we should note that G is a 4x4 matrix and F is the electron energy with the rest mass
mc? included. Using the plane-wave expansion

sz

szyl pro)hf (prs)xa (XA () (2.133)

where r. = min{r, 7’} and . = max{7, 7'}, together with the Eq. (2.132), one can get the
free-electron relativistic Green’s function:

Go(, 7', E) = —ip Y _Ljia(pr)h} (o7 O (7" = 7) + h{ (p7) 5 (07O (7 — )] | (2.134)
Y
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where 6(7) is the well-known step-function. Here the left-hand side solutions of the free
particle Dirac equation appear, j (pr) and hy (pr), given by the relations (2.118) and (2.120).
The regular and irregular solutions of the Dirac equation,j, (pr) and h (pr) are given by the
relations (2.117) and (2.119). The single-site Green’s function is now easy to obtain, inserting
the free electron Green’s function into the Dyson equation (2.80):

GSS(’F, 7?,, E) = Go(’l?, 7?/, E) + / /dngdsrgGo(F, 7?1, E)t(Fl, 7?2, E)GO(FQ, 7?/, E) . (2135)

In order to obtain the single-site t-matrix elements (see Eq. 2.128), one can make use of the
Lippman-Schwinger equation. If one consider for the single-site scattering the asymptotic
solution R, (7, E) given by the relation (2.123) and j, (7, £) as free electron solution, the
Lippman- Schwinger equation reads:

RA(FLE) = a7 E) + [ [ @ Gor B B E) (2136)

Substituting the expression for G, into this equation and comparing with the expression
for Ra(7, E') from Eq. (2.123), one can find the single-site t-matrix elements in the angular
momentum representation:

(B //d3rd3r Jx (7 (7 7 E)ja (P E) . (2.137)

Now, going back with this expression for the single-site t-matrix into the Dyson equation
(2.135), we arrive at the following expression for the single-site Green’s function:

Gu(F, 7 E) = Y Z}(F, E)tyy(E)Zy (7, E)
AN
- ZZA E)Jy (7, E)O(F' — 1)

- ZJ}(X 7, E)ZW(F E)O(F — 7' | (2.138)

where the right and left hand-side solutions of free-particle Dirac equation, Z, and respec-
tively Z; are defined by:

E) = jn(p")txr(E) — iphf (pF) (2.139)

7E) =) ixnta s (B) — iph{* (pr) (2.140)
A/
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where t* = 7 is the left hand side t-matrix. One has to note that the left-hand-side solutions
of Dirac equation are obtained from the same differential equations as the conventional
right-hand-side solutions Z, and J,. For highly symmetric systems Z; and J; are obtained
from Z, and J, by simple complex conjugation and transposition:

ZX(F B) =Y (gaa (7, B)xh (P); i fara (7, E)XE, (7)) (2.141)
A/
and
TX(FE) = (aaa(® E)XL (7); —ifaa (7 E)x T (7)) (2.142)
A/

since the left and right hand solutions are identical with respect to their radial parts.

2.2.5 Multiple scattering

In order to describe the multiple scattering of electrons by a distribution of scatterers, our
aim is to calculate the Green’s function and the T-matrix of the whole system starting from
the single-site scattering on the nth site potential. First, we have to construct the potential
function:

V(r) = Z Vi(7) (2.143)

that is a sum of potential wells centered on a set of N sites whose locations are at the points
R;. The vectors 7; are defined by 7 = 7 — R; and it will be supposed that each potential is
zero outside a bounding sphere of radius S;, V; = 0 if 7; > S; and that the bounding spheres
do not overlap each other.

Making use of this potential function, the T-matrix equation (2.84) in operator form will
read:

T(E) =V +VGo(E)T(E) =) (Vi + ViGo(E)T(E)) = > Pi(E) (2.144)
where
P(E) = V; + ViGo(E)T(E) = V; + ViGo(E)P; + ViGo(E) Y _ Pi(E (2.145)
J#i
P(E) = #G(E) (1 +) GO(E)P]-(E)> (2.146)
o i#]
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Let’s consider now a single site scattering on a potential well centered at ;. The t-matrix
reads as:

t(E) = Vi+V,Go(E)t'(E)
i _ Vi
{E) = e 5 (2.147)

This expression can be substituted in equation (2.145) to give

P(E) =t'(E) + Y t'(E)Go(E)P;(E) (2.148)
i#£]

If we introduce now the new quantity

TI(E) = t'(E)é; + Y _1'(E)Go(E)T(E) (2.149)
ki

it can be shown that the T-matrix of the system has the form:
N
T(E) =) _ r9(E) (2.150)
ij=1

The quantities 7%/(E) is known as scattering path operators and were first introduced by
Gorfty and Stott (1972) [79]. They will help us to write down the solution of multiple scat-
tering problem in terms of the solution of the single-site scattering problem.

As we have already seen, the single-site t-matrix generates the scattered wave due to a sin-
gle potential. In multiple scattering, 7'(E) gives the scattered wave due to a distribution
of scatterers. The scattering path operator 7%/ gives the scattered wave from site j due to a
wave incident upon site 7 with all scatterings in between (Gyo6rffy and Stocks, 1980 [62]) and
this can be seen easier expanding the previous expression in Born series:

T =t(E); + > Gt 0+ Y Y HGo(E)FGo(E) s + - - (2.151)
k] k#i 1k

We have seen how to solve the Kohn-Sham-Dirac equation for scattering an electron from
a single site. The scattering path operator allows us to write the solution to the multiple-
scattering problem in terms of the single-site scattering t-matrix.
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2.2.6 Multiple Scattering Green'’s function

In order to obtain the Green’s function, it can be considered that our reference system con-
sists in a single scatterer at position n, surrounded by vacuum. One can consider as pertur-
bation all the rest of the scattering centers. In this way, for a crystal system, the perturbation
will be the whole crystal with one atom at site n missing. It is not usual to have the pertur-
bation bigger than the system, but this approach suggested by Faulkner and Stocks [61] was
remarkably successful.

We write the Green’s function for the whole system in terms of the Green’s function for the
single-site scattering as:

G(F, 7' E) = Gu(F, 7, / / BT (71, 7, B)Go (7o, 7', EYdPridPry  (2.152)

where r; > r and ro > r’. The quantity T, is the scattering matrix for the system of all
scatterers except the nth:

E)=>"Y r(E). (2.153)

i#n j#EN

We suppose that 7 is in the nth and 7' is in the mth bounding sphere, so we can write

7 =7, + R, and 7' = 7,, + R,,. In analogy with Eq. (2.137) we define the spin-angular matrix
elements of 7/ as following:

Tn (B / ng /Q ] &3 (p(F — B)) (7,7, E)ja (p(7' — Ry)) (2.154)

where the integration volume for " and 7’ is confined to the volume (2; and €; of the cells
i and respectively j. Replacing the single-site Green’s function, together with the 7 spin-
angular matrix elements into Eq. (2.152), we get the following expression for the multiple
scattering Green’s function:

G(Fp+ By T+ B B) = > Z3 (i, EYTR0(E) 23 (7, B)
AN

_ mZ (T, B)JV(F EYO(F — )
+ JA(rn, E)ZY (7, E)O(F, — 7)) - (2.155)

Concerning this expression we have to note first that we have not made any supposition
upon the array of scatterers, so is it valid for any array of non-overlapping potential func-
tions. Secondly, the multiple scattering information (in 7™) is completely separated from
the wave function information (in Z™ and J").
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The last task is now to determine the scattering operator for the whole system. We start
putting the operator-equation (2.149) in the coordinate representation:

Tij(F,F,,E) = 62 tl F F +Z//d TldSTgtl T ’I"l, )Go( ) ( 2’7—,‘/) . (2156)

k#i
One has to note that ¢* is non-zero just inside the ith sphere. The free-particle Green’s func-
tion Go(7, 72, E) describes the propagation from site k to site 7, so  is in the ith and 7% is in

the kth bounding sphere. Because of this, we can write i, = I%l + 7 and 75 = fik + 7. Due to
the translational symmetry of the Green’s function, we have

Go(i, 7, E) = Go(7%, Ry — B + 7, E) . (2.157)
The following expression for GG will be used, according to Eq. (2.134):

G()(f;‘, ék - EZ + Tk, = —ZpZ]A TZ, h+>< él + Fk, E) . (2158)

The spherical Hankel function 7 * diverges at R, but is regular at all other points, so another
expansion, around R;, can be used

—iph™* (R, — R + 7, E) = Y G\ (E)jx (7, B) (2.159)
A/

and we finally get for the free-particle Green’s function the expression:

= i B)GRy (B)jy (7, E) (2.160)

AN

The expansion coefficients G, (F) are called structure constants because they don’t depend
on the potentials V;, but only on the relative positions of the scatterers i and j. In the rela-
tivistic theory they have the expression:

GRn(E) = —4mipy Y i CYCYi hifi(pRij) Canrar (2.161)

ms A

with R;; = |§] — 13%], Cye = C’(Z%j; p — mg, ms) and the Gaunt coefficients

Cawar = / dQY} " RV T ()Y (7) (2.162)
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Using the angular representation of the scattering path operator (2.154) we can now write
for the scattering path operator the following expression

Tin (B) = 0ithar(B) + D t3an(B) Y Glupn (B)TRup (E) (2.163)
A//AN/ k;él

In the super-matrix notation, the equation of motion for the 7-matrix is

7 - Iitsij ¢ Z Gik ki
ki
= 0+ Y r*G*t (2.164)
ki

where the underline indicates a matrix with respect to A = (k, ;). Here the single site t-
matrix ¢’ is fixed by the solutions to the single-site Dirac equation for site ;. Furthermore,
G" is the relativistic real space Green’s function or structure constants matrix that represents
the propagation of free electron between sites ¢ and j. It is related to its non-relativistic
counterparts G, = G%,,6,,... by the relation

G%A’ = (]. + E/C2) Z S/J\FEGiﬂjﬁ/SﬁlA/ , (2165)

LL

where £ and L stand for the sets (I, m;, my) and (I, m;), respectively, of non-relativistic quan-
tum numbers. The elements of the unitary transformation matrix S in Eq. (2.165) are given
by the Clebsch Gordan coefficients C(I57, 4 — my, m,). Furthermore one can write

Vo= 4ty GRY (2.166)
k
-3 Gk = gy (2.167)
k

STt - G = gy (2.168)

k
Z[(Siktrl—gik]lkj = 0y (2.169)
k (2.170)

where )7, , G** - - - has been replaced by >, G** - - - by defining G* = 0. Finally the 7 matrix
reads as :

=t -gt (2.171)

Il
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where each element of the supermatrix is
=l -6 @172

If we have N scattering centers and angular momentum expansion going up to ["**, the
dimension of the 7 matrix will be 2N 317" (20 + 1) = 2N (Lppar + 1)

In the calculations we will use the spin polarized relativistic (SPR) KKR program to solve
the Kohn-Sham-Dirac equations, we deal with infinite crystals, so one can make use of the
periodicity of such an ordered infinite system. Using the Fourier transformation, we can
write:

7 1 —ik(R;—R;) _ij
an (k, E) = Nze ME=E), (E) (2.173)
ij
and
- 1 BB i 3 B
GAA/(k;,E):NZe ME-R)GY (R, — R, E) . (2.174)

ij
If we assume the t-matrix is the same at every lattice site, we find that

— —

The scattering path operator can be obtained through a Brillouin-zone integration of the
form:

y 1 . . .
= | dR [g—l(E) _G(k,E)|  eFE-R) (2.176)
BZ JVvgy, AN

As usual, one can make use of group theory to restrict the integration in Eq. (2.176) to the
irreducible part of the Brillouin-zone, that depends on the orientation of the magnetization.

Clearly, the scattering path operator in Eq. (2.174) will be singular when
[t (E) — G(k, E)| =0. (2.177)

This is known as the KKR determinant, after Korringa (1947) and Kohn and Rostoker (1954)
who introduced the method. When Eq. (2.177) is satisfied, the scattering path operator has
a singularity which corresponds to a pole in the Green’s function, and poles in the Green’s
function occur at the same energies as the eigenvalues of the Hamiltonian. Hence, finding
the zeros of the KKR determinant is a method to find electronic energy levels or equiva-
lently, the band structure.
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2.3 Treatment of Disordered Alloys

In order to be able to describe disordered alloys, the theoretical methods presented so far
have to be reconsidered, because they were directly relevance only to ordered stoichiometric
systems. In practice there are many types of disordered systems with technological applica-
bility, that’s why it was necessary to develop theoretical methods to describe such systems.
The type of disorder considered within this thesis, is that of a random substitutional binary
alloy. Such a material is assumed to possess structural order, and so has a clear underly-
ing crystalline lattice structure. However, due to the random distribution of its constituent
atoms, such a material is not translational invariant. Density Functional theory is not af-
fected by the translational invariance, and because of this will play a central role in the
description of random substitutional alloys. The difficulty which arise due to the random
distribution of the constituent atoms is that Bloch’s theorem cannot be applied directly.

A viable idea to evade this problem and to be able to solve the Kohm-Sham-Dirac equations
is to replace the disordered system by an ordered one, consisting of effective ‘atoms’. In
this way it is possible to regain the translational invariance and one has to solve further the
relevant equations for an ordered system of effective ‘atoms’. This approach is known as
‘effective medium theory” and, depending on the assumptions made about the properties of
effective ‘atoms’, can describe successfully the disordered systems.

The calculations done within this thesis in order to describe disordered systems use the
so-called Coherent Potential Approximation (CPA) method. This approach, in combination
with KKR method turned out to be a reliable tool to study the electronic structure of random
substitutional binary alloys (see the contributions of Bansil et al.(1975) [80], Temmerman et
al. (1978) [81], Gyorffy and Stocks (1980) [62], J. S. Faulkner (1982) [82] and Faulkner and
Stocks (1980) [61]).

2.3.1 The Coherent Potential Approximation Method

The aim of the Coherent Potential approximation is to calculate configurationally averaged
properties of a random material in a self consistent way. Essentially one can describe the ran-
dom metallic alloy by a lattice of effective potentials in such a way that the average motion
of an electron through the effective medium is approximatively the same like through the
actual material. This means that if one wishes to describe the system using an(periodic) co-
herent potential V“F4, the Green'’s function corresponding to this coherent potential should
be equivalent to the true ensemble-averaged Green’s function of the alloy.

The Coherent Potential approximation (CPA) was introduced simultaneously by Soven [83]
in connexion with disordered electronic systems, and by Taylor [84] in connection with the
lattice dynamics of mass disordered alloys. The CPA belongs to the class of mean-field the-
ories, in which the properties of the entire material are determined from the behaviour at
a localized region, usually taken to be a single site (cell) in the material. In order to create
the configuration of the random substitutional binary alloy of composition A, B;_, it is as-
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sumed that the site occupancies are uncorrelated and that the probability that a particular
lattice site i is occupied by element A is x4 = = and likewise for B is 3 = 1 — x. For this
disordered system, one may assume that there are only two distinct types of potential, V4
and VB, corresponding to the two elements A and B of the material.

This coherent potential V¢F4 (which in general is a complex energy-dependent quantity)
is constructed by replacing at any single site in the effective medium the individual con-
stituent potentials of the alloy, given as V4 or V', in such a way that no further scattering is
produced on average.

This medium can be chosen in some physically and intuitively reasonable manner in such a
way that averages over the occupation of a site embedded in the effective medium should
yield quantities indistinguishable from those associated with a site of the medium itself. Be-
cause a translational invariant medium produces no scattaring of a wave, it is assumed that
the scattering off of a real atom embedded in the CPA medium must vanish on the average.
This condition, schematic presented in Fig. 2.1 has the following mathematical expression:

OICIOMOIOIONNOIOI0
JOIOIOMIOICIORNOGIOI0
OO 006 OO

Figure 2.1: The schematic representation of the CPA condition. Label ‘¢’ stands for “effec-
tive atoms’ of the coherent medium and the sites labelled "A” and 'B” are occupied by the
constituent atoms A or B with relative probability # = x4 and respectively 1 — = = zp.

¢ =zt + 2pr? (2.178)

where 7¢ is the scattering path operator corresponding to this hypothetical ordered CPA
medium and 74 or 77 describes the total scattering due to a single atom of type A or B,
respectively, which is embedded in the effective coherent-potential medium. Equivalently,
the site-diagonal part of the Green’s function of a real atom embedded in the CPA medium,
averaged over the possible occupations of a single site, should be equal with the correspond-
ing Green'’s function of the medium itself.

The averages one performs in the CPA involve only the occupation of a single site and con-
sequently the CPA is a single-site (SS) approximation, this averaging procedure neglects
scattering off of clusters of atoms, which may be important in some cases.

Our first aim is to obtain approximations for the average < G > over the previously de-
scribed configuration. As has been shown in the previous chapter, the Green’s function
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G(E,7,7") for an electron moving in the field of a collection of muffin-tin scatterers can be
written in the form (see also Eq. (2.155)) :

= Zi(F, E)rin (B) Z (7 ZZA P, B)JX (7, B) (2.179)
AN

when 7“and 7 are both in the neighbourhood of the ith scatterer, so the vectors ’and 7"’ may
fall inside the ith muffin-tin sphere, but they must not be in any other sphere. Z* and J* are
the regular and irregular solutions of the Dirac equation for single-site potential V* (see also
Egs. (2.129) and (2.130)). We will refer to Eq. (2.179) as the site-diagonal (SD) expression of
the Green’s function.

If the vector is in the neighbourhood of the ith scatterer and 7 is in the neighbourhood of
the jth scatterer, the Green’s function may be written in the form:

= Zi(F, BT (B) Z3(7, ) . (2.180)

AN

This equation (2.180) is the non-site-diagonal (NSD) Green’s function expression. Doing

the following step in the CPA description, is now needed to calculate the average of such a

Green’s functions, the averaging being over the ensemble of all alloy configurations that can

be formed by distributing 4N atoms of type A and 3N atoms of type B over the lattice

sites.

The ensemble average of the site-diagonal (SD) Green’s function can be written as:
<GFF . E)> = x4y Zy'F E) < T (E) > ZiY (7, B)

AN

+ ap Y ZyP(F E) < Tyn (B) > Z3X(7), E)

AN

- Z[xAZXA(ﬂ<7 )J}\AX( z>7E>
A
i,B — lBX
- IBZA (Ti<7E)JA ( z>7E)]7 (2181)

where Z;*(E, ), respectively Jy*(E,7;), are the wave functions for the case when 7; is in
the ith muffin-tin sphere and an « atom is in that site, a being A or B. < 7,3 (F) > is the
average over the subset of the ensemble for which the atom of type a (A or B) is definitely
known to be on the ith site. A similar average can be done for the non-site-diagonal (NDS)
Green’s function and the result of averaging looks like:

<G BE)> = ai Y ZYR E) < i N(E) > 20
AN

+ ap Y 2 B) < TP (EB) > 2057
AN

E)

j?

E)

]7
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+aarp Y 23 (7, B) < P (E) > 207, B)

J

AN
tapra Yy Z30(7, E) < TN E) > 20 B) (2.182)
AN

Here there is another kind of average for the scattering path operator, namely < 737 (E) >,
which is the restricted average over the subset of ensemble for which an atom of type a (A
or B) is known to be on the ith site and another atom of type 3 (B or A) is known to be on
the jth site. The next step is now to calculate those ensemble averages for the scattering
path operators. For this purpose, we will make use of the so-called single-site approxi-
mation, which means that, if we calculate for example < 71;}(E) > we presume that the
effective scattering matrix t(F) appears on every site except the ith site and t*(E) appears
there. Equations (2.181) and (2.182) are exact, but they can be greatly simplified invoking

the single-site approximation. This derivation ends up with the following result:

< 7"(E) >= Dit¢, (2.183)
where
Dl ={I+7d[t;" =t} (2.184)
and
. 9] N
Th = EoE /zC(E, k)dk . (2.185)

ro(E, k) is given by the matrix inversion:
o L 1-1
To(B k) = [(zc)*l —-G(E, k)] : (2.186)

We have to note that the average < 7"*(F) > is independent on the site index 7 and that’s
why we can name it < 7°%¢(E) >. For the same reason, the matrix D” will be named further
simpler, namely D%.

In order to obtain the average < 7%“%(E) >, one has to put t*(E) on the ith site, ’(E) on
the jth site and t(E) on all the others. The result is

< 79°(B) >= DYDY (2187)
where the matrix DY’ is defined in Eq. (2.184) and ng is given by:

Dy = {1+ [t;" — '] iy (2.188)



56 CHAPTER 2. THEORY
The matrix 7Y is given by the expression:

g 0 o5
o ij 3
o = )7 /e (B, k)dk (2.189)

The 7% is the same for the i-j pairs of sites separated by a vector R;; = R; — R; of the same
magnitude and direction.

In order to obtain the ensemble averaged Green’s function within the single-site approxima-
tion, G.(E,7,7') =< G(E,7,7') >, the ensemble averages < 7°%%(F) > and < 79*/(F) >
have to be substltuted into Eqs. (2.181) and (2.182). The site-diagonal (SD) and non-site-
diagonal ensemble average Green’s functions are needed for most calculations of electronic
properties in alloys.

It can be seen from the defining equations that G (7, 7/, E') describes a periodic system in the
sense that

— —

G 7+ R,,7 + Ry, B) = Gu(7,7", E) . (2.190)

No statement has been made so far in this derivation concerning the way that the effec-
tive scattering matrix t¢ is defined. One has to note that the most remarkable feature of
G.(7, 7, F) is that the effective wave function for each site is different for the SD and NSD
cases. The theory for electronic states in an alloy has been designed to arrive at an effective
Green’s function rather than to get an effective wave function because every property of an
alloy can be calculated using G (7,7, E). In the following section it will be shown how one
can calculate electronic properties of alloys. Let’s consider first the average density of states
for a random substitutional alloy, in the single-site approximation. This can be expressed in
the formula:

po(E) = —=S / G.(7, 7, E)d*r (2.191)
Q

—»—»/

Because only values of G.(7, 7', E) for which 77 = 7 enters in the expression, only the SD
form of Green’s function is needed. Inserting Eq. (2.181), with the average scattering path
operator given by Eq. (2.183) into this expression, leads to

== Z Ta Y < TN(E / Z8(F, B) 2 (7, E)d°r (2.192)
Q

a=A,B AN

where o = A or B indicates that the site in question is occupied by an atom of type A or B. If
we use the notation

F.(E) = / 237, B) 257 (7, E)dr (2.193)
Q
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where the underline means a matrix with respect to A = {x, u}, one may express pc(E) as

1
po(B) = —— 3 2aSTrE*(E)DY(E)LE (E) . (2.194)
a=A,B

From the expression given for the average density of states (2.194) it is clear that one may
resolve the total density of states pc(E) into components p4(E) and pp(E). These quantities
may be thought of as the average density of states (per atomic cell) on an A- or B-type
site in the alloy. Consequently the total density of states may be written as the sum of the
concentration weighted component density of states thus

pc(E) = zapa(E) + xppp(E) , (2.195)

where the component density of states can be identified as

polE) = —STr{F**(B) D(E)z¥(B) (2.196)
with a = A or B. The expressions for the total and component densities of states, which are
identical to those derived by Faulkner and Stocks [61], are given in a completely general
form such that they can be used for both relativistic or non-relativistic calculations.

The charge densities p4(7) and pp(7) associated with a given atomic type can be obtained
through a energy integration up to the Fermi energy, as follows:

1 [Er
pold) = =1 [ STE G YD ()R E)E 2.197)
where
FM(E, 7, F) = Z3(F E)Z3 (T E) . (2.198)

Another quantity, used by Gyorffy et al. [62] in order to formulate theories for soft X-ray
emission, electron-photon interaction and other phenomena is so called density matrix, de-
fined as

p(F, 7' E) = xapa(F, 7' E) + xppp(T, 7' E) . (2.199)

The components of density matrix are (« is A or B):

1
Pa (7:; Flv E) = ;STT [Eaa (’F? F,)ngz%?] : (2200)

With the formulas for G.(7, 7/, E) available, the comparison with experimental data for den-
sity of states for example, is straightforward (see [82] and [61]). The CPA is regarded as one
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of the best single-site theories for the description of random substitutional binary alloys. On
the other hand, multiple-site scattering effects are implicitly included within the theory as
the single-site approximation is based on the idea of a single scattering site immersed in an
average 'effective’ medium. Consequently, it is appropriate to preceed developing calcula-
tions combining the CPA with the KKR theory. The calculations done in this thesis use this
approach in order to investigate the properties of random substitutional alloys.

2.4 Conclusions

This chapter presented the theoretical framework used within this thesis in order to describe
the electronic structure of condensed matter.

As the description of any solid is in essence a many body problem, it has been presented
how the use of the DFT can reduce and hence simplify considerably such a many body
problem to that of a single electron moving independently of all other electrons in a effec-
tive field created by surrounding electrons and nuclei.

The multiple scattering KKR theory is used to solve the previously simplified problem and
to obtain the full description of the electronic structure of the condensed matter systems un-
der investigation.

On the basis of the underlying band structure, one is able to calculate important properties
of materials. Such a class of materials which will be investigated in the following is the Cr-
chalcogenides system with different transitional metals substituting partially the Cr atoms.
In addition, the formalism presented above will be extended in order to calculate spectro-
scopic properties, namely the magnetic Compton profile for pure metallic systems and for
random substitutional alloys respectively.



Chapter 3

Compton scattering

The purpose of a Compton scattering experiment is to determine the momenta, or momen-
tum distribution of the target electrons. Typically, one employs a primary beam of a known
photon energy E, and measures the spectrum of secondary photon energies E” after scatter-
ing from the sample through a known angle §. When radiation is Compton scattered, the
emerging beam is Doppler broadened because of the motion of the target electrons. The
analysis of this broadened spectra, the so-called Compton profile, provides informations
about the electron momentum distribution of the scatterers.

Compared with other experimental techniques, Compton scattering offers several advan-
tages. Compton scattering is an inelastic process, in which a high energy photon collides
with a single electron and imparts energy to it. Since the scattering is from a single-electron
and (to a good approximation) occurs at a single point in space, the process must be inco-
herent. Incoherent scattering, as opposed to coherent Bragg scattering, occurs when there is
no phase relationship between the waves scattered by different atoms in a sample. The in-
coherent nature of Compton scattering means that the process can only be sensitive to bulk
properties- that it is, an average over real space.

Due to these features, Compton scattering is directly related to the electronic ground state,
whereas other spectroscopic methods (e.g. photoemission spectroscopy) involve excited
states. Since theoretical methods (like density functional theory) are tailored to give predic-
tions of the ground state, Compton scattering allows for a rather fundamental test of these
theories. Also, Compton scattering has the advantage that is not much sensitive to the sam-
ple purity, lattice defects or to the surface, so the Compton experiment samples the electrons
in the crystal uniformly.

A limiting factor have been the poor momentum resolution achieved in experiments, but the
utilization of solid-state detectors since 1970’s, and subsequently the employment of high-
resolution crystal spectrometers at modern synchrotron radiation sources since the 1980’s
have revived this field.

The interpretation of standard Compton profiles is far from trivial, because the directly ac-
cessible quantity is a projection of the momentum density n(p) onto the scattering vector and
some features of n(p) are lost because of projection. There is a complementary experimental
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technique, the 2D-ACAR (2D angular correlation of the annihilation radiation) which can re-
solve these details. It gives the 2D projection of the 3D electronic momentum density along
the direction perpendicular to the detector plane, while the Compton scattering gives the
momentum density n(p) integrated over the perpendicular plane to the scattering vector.
Obviously, first-principles prediction within the conventional band theory model can facili-
tate the interpretation of Compton data a lot.

3.1 Compton scattering cross section

Many of the important features of Compton scattering can be explained analysing the kine-
matics of this process. In the scattering experiment the total flux reaching the detector can be
measured and the differential scattering cross section 92 deduced. When inelastic processes
are involved, the spectral distribution can be plotted and the double differential scattering
cross section d”ggw can be obtained (w = w; — wy is the energy transfer). In the past, many ex-
pressions for the scattering cross section were developed, starting with the non-relativistic

Thomson cross-section for unpolarized photons:

— = (14 cos?0) , 3.1)

where r, = e*/mc? is the classical electron radius. However, soon it was found that high en-
ergy radiation doesn’t obey this formula (the total cross-section was lower than predicted)
and other approaches were developed. Klein and Nishina (1929) performed a quantum
electrodynamical calculation of the Compton scattering cross-section obtaining the follow-
ing formula [85]:

do r? F E—-F
E = E(f)Q{(l + COS2 9) +

(1 —cosh)} (3.2)

mc?

valid for a free electron initially at rest and for any photon energy. This formula explains
the puzzling asymmetry between forward and back scattering and it contains no parameter
specific to the scatterer.

At low photon energies, E ~ E” and the Klein-Nishina cross section reduces to the classical
form, as one would expect. When the incident photon energy becomes an appreciable frac-
tion of mc?, the departure from the Thomson formula becomes prominent.

With very high energy photons, the role of the electron spin starts to be important in the
interaction and the scattering becomes sensitive to the magnetic properties of the sample
for incident circularly polarized radiation. A term depending on the electron spin in the
scattering cross section was first derived by Lipps and Tolhoek (1954) [86] and an extension
to electrons in molecules and solids was done by Platzman and Tzoar (1970) [87]. This term
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is a first order correction which couples the electron spin orientation to the photon circular
polarization:

d 2 =
% = %[(1 + cos? @ + Pysin®0) — 2P,7(1 — cos ) < S > (§cosf — §')] , (3.3)

where P, and P are the Stokes parameters for circular, respectively linear polarization, S is
the electron spin vector and § and g’ are the directions of the primary and secondary photon
beams, respectively.

The term proportional to P, can be viewed as an interference between charge and magnetic
amplitude, so this term is sensitive to the momentum space spin polarization in a magneti-
cally ordered material. The prefactor 7 = E/mgc?* (E is the incident photon energy and mc? is
the rest mass energy of the electron) makes this term typically about 1 % of the charge cross
section [13]. If the magnitude and angular variation of the magnetic scattering is compared
with the unpolarized scattering, appreciable differences will be observed at high scattering
angles for short wavelengths.

Starting from the supposition enclosed in the previous formula, many ferromagnetic sys-
tems have been studied using magnetic Compton scattering, providing valuable informa-
tions about their spin momentum density, as will be seen in the next sections. In addition,
many theoretical studies have been done in this field and one should mention among others
the work of Wakoh and Kubo (1977) [88], Williams (1977) [89], Mills (1987) [90], Collins et
al. [91], Sakurai et al. [92], Kubo and Asano [11], Y Tanaka et al. [13], Cooper et al. [93],
Cardwell and Cooper (1989) [94] and Dixon et al. [12].

An important role in the development of the Compton scattering cross-section measure-
ments played the radiation sources, spectrometers and photons detectors. While the first
observations of the Compton scattering were made using radioactive sources, the majority
of the Compton scattering experiments use today synchrotron radiation sources. In par-
ticular, magnetic Compton scattering is included in the research program of every third
generation synchrotron facility.

3.2 Magnetic Compton Scattering (MCS)

Conventional Compton scattering studies did not involve magnetic properties of the scatter-
ers. However, as has been indicated above, the magnetic term in the scattering cross section
derived first by Lipps and Tolkoek made it possible to investigate the magnetic properties
of the scatterers.

This type of experiment became feasible with the advent of the high energy synchrotron ra-
diation sources, in spite of inherently small cross section involved. Compared to the charge
scattering contribution, the magnetic term is smaller by a factor of hiw/mgc?, where moc? is
the rest mass energy of the electron and 7w is the incident photon energy. Therefore, these
experiments must be performed with powerful photon sources, in order to maximize the
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signal connected with the cross section for magnetic scattering.
By alternately measuring the standard Compton profiles with opposite sample magnetiza-
tion (or photon helicity), magnetic Compton scattering (MCS) provides a measure of the
momentum distribution of the difference between the spin-up and spin-down electrons. To
be sensitive to the magnetic electrons, MCS require circularly polarized photons that couple
according to that term in the incoherent scattering cross section which arises from the charge
and magnetic scattering interference.
The first magnetic Compton profile measurements were performed by Sakai and Ono [95]
who obtained circularly polarized gamma rays from the cryogenically oriented radioactive
source of >"Co. Although this pioneering experiment suffered from a low count rate, the
result clearly demonstrated the existence of the magnetic effect predicted theoretically by
Platzman and Tzoar [87].
The interpretation of the measured Compton scattering cross section is in most cases made
within the so-called impulse approximation (IA). In this approximation it is assumed that
the electrons involved in the scattering can be treated like free and their binding can be only
seen in the spread of their momenta. The physical meaning of this approximation can be
seen as follows: the time the photon spends probing the electron distribution (~ h/w) is so
short that the other electrons of the sample cannot relax to take into account the hole cre-
ated by the recoiling electron until it has completely escaped from the system so that the
scattering is essentially from single electrons which can be thought as free electrons. The
potential energy of the electron distribution V() is considered constant for the duration of
the collision and thus cancels out in the energy conservation equation.
The deviation from the impulse approximation has been the subject of several theoretical
studies. Ribberfors [96] and Holm and Ribberfors [97] made thorough calculations using
the incident photon energy, the atomic number and the scattering angle as parameters to
find a possible deviation from the IA. It turned out that the IA works surprisingly well.
Eisenberg and Platzman [98] studied the influence of the potential to the observed spectrum
and expressed the errors in terms of (g—f)Q, where Ep is the binding energy and £, is the
recoil energy of the photons. For small ratio, as it is the case for most experiments, the IA
works well again.

Within this approximation, if one considers an incident photon with wave vector k, and a
scattered photon with the wave vector K (see Fig. 3.1), the magnetic Compton cross section
for a solid can be written as:

d*c d*o B d’c ) L2
ld@dsz ) [dﬁdpz]l B [dadpz] N (k_o) V2l0) e P2), (3.4)

where P, is the degree of circular polarization and 7 is the classical electron radius and ¥,
is a geometrical factor, defined as:

he

m062 '

(3.5)

U, = +0 (kg cos acos p — k' cos(a — ) (cos p — 1)
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Figure 3.1: The Compton scattering geometry.

In this formula, o is the electron spin (+1), « is the angle between the incident photon (k)
and the magnetization direction (B) and ¢ is the scattering angle. As can be seen from Egs.
(3.4) and (3.5), the magnetic cross-section can be increased by making the angle o smaller
and ¢ larger. J,,,, is the momentum distribution of the unpaired electrons projected along
the scattering vector (p.), also known as the magnetic Compton profile:

Jinag(D2) = / / (n'(p) — n*(D)) dp.dp, . (3.6)

Here the electron momentum density for a given spin orientation is given by n!(M) ().

By constraining the sample magnetisation and the incident and scattered wave vector to be
coplanar (see Fig. 3.1), the measured profile depends only upon the electron’s spin. The tra-
ditional Compton scattering samples a projection of the electron momentum density, where
the integrated area under the Compton profile obtained is proportional to the total number
of electrons. The Compton profile is a one-dimensional projection of the electron momen-
tum density n(p) along the scattering vector p,:

W) = [ [ ni@dp.dp, (37)

The area under the profile is equal with the number of electrons in the Wigner-Seitz cell, i.e.

/ J(p.)dp. = Z (3.8)
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In the magnetic scattering, we are interested only on those electrons which contribute to the
spin moment, and which are, therefore, unpaired. If we consider the total electron momen-
tum density to be composed of spin-up and spin-down electrons, we can write

n(p) = n! (p) +n'(p) . (3.9)

If a spin moment exists, this is given by the difference in occupancy of the spin-up and
spin-down bands:

Bspin = / [n!(p) = ()] &°p . (3.10)

This difference can be measured in a magnetic Compton experiment due to the spin depen-
dent term in the scattering cross section. The area under the magnetic Compton profile is
equal to the spin moment per Wigner-Seitz cell:

+oo
/ Jmag(pz)dpz = Mspin - (311)

o0

On the basis of this derivation, we can consider the magnetic Compton scattering as an
established technique for probing the spin-dependent momentum densities and band-struc-
tures of magnetic solids. The orbital momentum is not measured, the magnetic Compton
profile is solely sensitive to the spin moments of the scatterers [99, 90, 89, 87, 100] .

The shape of the magnetic Compton profile carries information about the localization of
the electronic moment. This is a useful asset, as the localization of the moment and its
interaction with the surrounding conduction electrons, e.g. via the s-d interaction, is the
mechanism which drives the magnetic ordering.

The experiments of spin-polarized positron angular correlation also probe the spin density,
but in this case the positron-electron correlation effects have to be considered. The positron
doesn’t sample electrons from all states equally, whilst De Haas-van Alphen measurements
are only sensitive to the electrons from the Fermi surface. Compared to these techniques, the
value of the magnetic Compton scattering stems from its uniform sensitivity to the whole of
electron momentum distribution.

3.3 The expression for the magnetic Compton profile

Our aim is to calculate the magnetic Compton profile J,,.4(p.) including all relativistic ef-
fects. Starting from the expression of .J,,4,(p.) from Eq. (3.7), one needs a method to obtain
the momentum density n(p). It has been shown in the previous chapters how the Green'’s
function G(7, 7', E) for a system can be calculated and how certain quantities describing a
system can be connected to the Green’s function of that system. In this case, the quantity
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involved is defined in the momentum space. As a consequence, a change of representation
is required for the Green’s function, according to the formula:

G (P F) = 15 / Pr / FrD5 (S (7,7, B)® o (7). (312)

Here (2 is the volume of the unit cell and ®;,,, are the eigenfunctions of the momentum op-
erator, which can be written as @, = U(p)e? = Uy, e, where U(p) is a four-component
spinor satisfying the equation:

(cap + Bme*)Upm, = E,Usp, - (3.13)

One may write 7 = R, + i, where R, is the origin of the nth cell and 7y, is included into
this cell. In addition, one may consider the real-space integration [ d*r as a summation over
the cell-integrals [ d*r =Y [ d®r,,. Consequently, the expression for the Green'’s function
reads:

1
= =/ _ § : 3 3,./
Gmsm’s(pap 7E) - NQ /dro\/dr
X Cb;m ) \SG+(R + 70, 7, E) 1y (7)

N NQZ/d3 /dg/

X Uﬁmse_lp(Rn-‘r?“o)\;‘G (R +TO,R +7:'/ E)U-‘/ /6 (Rn+r)
(3.14)

If the translational invariance property of the Green’s function is taken into account (see Eq.
(2.190)) and the Bloch theorem is applied for @, , one gets:

1 s ) ) . S SN\ D
Gmsm’s (ﬁ, ﬁI,E) — 5 /dBTO/dgrlUgm %pTO(\G+(7’o,f’/,E)Uﬁ/m/sezp 7 N Zé(*lﬂrp )Rn
1 g2
_ ﬁ /dSTO/dST/UﬁXm —zpro(\G—&-( —»/ E)Uﬁlmgezp 7 A(—ﬁ—l—ﬁ/)
(3.15)
and finally, the result is

CTYmSmfg (]5; ﬁl7 E) = GVmS (ﬁvﬁly E)émsmgéﬁﬁ’ . (316)

This property is very useful for our purpose, because performing an energy integration up
to the Fermi level, one gets the spin-projected momentum density, according to the formula:

1 [EF
Ty R— /O SC o (7.7, E)dE . (3.17)

™
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This is a quantity depending on the momentum vector which has to be projected on the scat-
tering vector direction through integration in a plane perpendicular to it. A two-dimensional
integration in the (p,,p,) plane is the final step to calculate the magnetic Compton profile
by the formula:

I = [ [ (0 =) dpudp, (318)

The problem is still unsolved; in order to make our formalism applicable, we have to get a
general formula for G,,, (p,p, E), equally valid for systems with many atoms per unit cell,
pure systems and for substitutional disordered alloys.

We will start our calculation from the following formula for momentum’s representation
eigenfunctions:

1
Ep+c\? Xms ipF
Pom, = (5772 c7p et
2E, +c B, +c2 Xms

(3.19)

where

2 2
@::%QM+%—Q (3.20)

is the electron’s total energy, x,, are the Pauli spinors and m, is the spin quantum number.
Using the expansion (see Rose [101])

Xena €77 = 47> i CP Y™ () ju(pr)xa (3.21)
A

and the properties of the operator o', these functions are rewritten as:

E +c2\2 . _ Ji(pr)xa(r)
b, = 47| -2 Loms y s Sy . 22
= i1 (525) S (TN ) 62

where C}'* are the Clebsch-Gordan coefficients, ;™ are the complex spherical harmonics,
xa(7) are the spin-angular functions and j;(pr) are the spherical Bessel functions.

Introducing this expression of the momentum operator eigenfunctions into the Green’s func-
tion expression (3.12), together with the site-diagonal (SD) (Eq. (2.179)) and site-nondiagonal
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(NSD) expressions (Eq. (2.180)) of the Green’s function in the coordinate representation, one
gets:

Gms(ﬁ /dSToq/d3T0q >< —Zp 7”0q+Rq)
0q0q,c «
%[quazz Foar B)TAR™ (B) 252 (7, E)
AN

§ o an ip(7, +R
- Z an<7 (an>a E) Uﬁmge PToqHa)

+$ZZ /dg’f’oq/d3 // /U~ —1p rgq—l-Rq)

[ St S 2 G DL P )
AN

% Uﬁm/se 123 n/q/Jar/Jqu/) )

(3.23)

The details of the calculations are presented in the Appendix A. The quantities M, and
M, are the following matrix elements (see Appendix B) of the regular and irregular

msAm/,

solutions of the Dirac equation:

MmsA = MmsA(]?? E)
= (Gpm.]Zn) (3.24)

and

MmSA”m’s = MmsA”m’SQ;;E)
= (b (M) (Zar ()T (7YO( 1)
TP Z30 ()0 = 1)) [ms, (7)) (3.25)

From this, the following expression for the momentum representation Green'’s function is
derived (see Appendix A):

Gy, (0,0, E) = Q° Z Z Lqa [Z My atin Moy — Z M3 ]

AN

_ qo Dae 0g0gCPA _ qua qask
\sg E xan M ( T t AA'M’"@A/

AN
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1 ~

PA

-39 >N wgate Y ME, (Dq%OquC qu‘)AA,Mf,Z’j\,
qg af AN
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a q af

> e (DA DY)

AN

AA,Mng*, . (3.26)

The first term in this formula is the single-site part, with the single-site t-matrix elements
given by Eq. (2.137). For the energy-integration of this term, a path along the real axis will
be used; in this way, the matrices ano‘ Amy. Can be ignored, because they contain the irregu-
lar solutions of the Dirac equations which can be ignored for real energies because only the
imaginary part has to be considered.

The second term is the so-called backscattering term and can be evaluated through an en-
ergy integration in the complex plane, along an arc-like contour path with only few energy
mesh points. The scattering path operator 7%¢F4 is given by the CPA equation (2.183) and
the matrix D is defined in Eq. (2.184). The third term prevents a double-counting com-
ing from the same site in the non-site diagonal expression of the Green’s function, which is
present in the fourth term. The scattering path operator which appears in the fourth term
was already defined in the CPA theory for disordered alloys and is given in Eq. (2.189).
One should emphasize that this formula enables us to treat pure systems as well. In this case
the matrix D is the identity matrix, ., = 1 and the 77?4 js replaced by the supermatrix
(2.171) defined in the multiple scattering section. Also, the systems with many atoms per
unit cell and substitutional disordered alloys are successfully described by this formalism,
as will be shown in the next sections.

3.4 Application to the transition metals Fe and Ni

A first test of the formalism presented before has been done for the transition metals Fe and
Ni. Ferromagnetic iron has been a very popular material for many magnetic measurements,
mainly because of its large (spin) magnetic moment at room temperature which maximize
the magnetic Compton cross-section. From a theoretical point of view, Fe is relatively sim-
ple system to model, and several band-structure techniques have been adapted to calculate
magnetic Compton profiles. Because of these reasons, there are several studies on the MCP
in Fe, first of them published in 1976 by Sakai and Ono [95]. The resolution of the experi-
mental data is rather poor in this early study, so we convoluted our calculated profiles with
a Gaussian having a full width at half maximum (FWHM) equal to the experimental mo-
mentum resolution.

The experimental profiles we used for comparison are already normalized with the area
under the profile equal with the spin magnetic moment and we didn’t perform a further
normalization.
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The magnetic Compton profiles along the scattering directions [001], [110] and [111] are cal-
culated by applying the SPR-KKR package to perform electronic structure calculations based
on the Vosko, Wilk and Nusair parametrization for the exchange-correlation energy. The cal-
culation routine allows to have the magnetic moments rotated away from the global z-axis.
This means that the band-structure problem is solved in a local frame of reference having
the scattering vector direction as z-axis. The integration in the (p,, p,) plane is done up to
Damaz = Pymaz = 10 a.u. in a rectangular grid which consists of 50x50 grid points. The test
calculations we have done to check the validity of this approach showed that any increas-
ing of the number of grid points or the maximum value of the p, or p, momentum doesn’t
change the shape of the calculated profiles. The energy integration splits into an arc-like
path of 30 points in the complex energy plane and a path parallel to the real energy axis
which consists of 50 energy-points.

The directional profiles for Fe are presented in Figs. 3.2 and 3.4. The experimental data of
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Figure 3.2: Magnetic Compton profiles for Fe along the [001] direction (left) and [110] direc-
tion (right). Experimental data of Collins et al. (circles), APW calculations of Wakoh et al.
(dotted line) and KKR calculations (full line).

directional magnetic profiles in bcc Fe have been measured by Collins et al. [91] using circu-
larly polarised 60 keV synchrotron radiation with a circularly polarisation degree of 0.45 %.
The total momentum resolution of the spectrometer is 0.7 atomic units. The profiles have
been normalised to an area in the momentum range -8 to +8 a.u. equal with the spin mag-
netic moment of Fe (2.2p).

The APW data of Wakoh et al. [91] and our SPR-KKR calculations have been convoluted
with a Gaussian of FWHM 0.70 a.u. to match the experimental resolution. As can be seen in
Figs. 3.2 and 3.4, the KKR Compton profiles are in good agreement with the experimental
data and with the APW calculations. The differences appear primarily in the low momen-
tum region, where all the directional profiles are characterized by a central dip. This dip is
due to the existence of regions in the momentum space where the momentum density of the
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majority band n'(p) is decreased compared with that of the minority band, n!(p).

In general, magnetism arises from more than one orbital in a solid state material. Com-
monly, the moments are spatially concentrated around the atomic sites, but with polarized
band electrons playing a crucial role in the exchange interaction responsible for magnetic
ordering. The negative polarization at low momentum is therefore supposed to occur (see
[91, 11, 93]) because the s-p bands have opposite polarisation to that of 3d bands. The s-p
states are spread out in real space and therefore are more localized in momentum space con-
tributing mainly to the low momentum region near the center of the profile.
We checked this supposition, calculating the s-p and d-states contributions to the magnetic
Compton profile for Fe along the [001] direction. According to formula (3.26), we can isolate
the different s-p or d-like contributions if we restrict to the appropriate A = (x, i) for the cal-
culation of the matrix elements M . The s-p and d contributions to the MCP are presented
in Fig. 3.3. As canbe seen, for p, < 1.0 a.u. the negative s-p contribution plays an important
role. This result confirms once more the previous theoretical predictions [91, 11, 93].

Due to the broadening, the fine structure of the spectra disappears but a discrepancy is still
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Figure 3.3: The SPR-KKR s, p and d- contribution to the magnetic Compton profile of Fe
along the [001] direction.

visible between theory and experiment at low momentum in Fig. 3.2. Both APW and KKR
calculations did not reproduce correctly the behaviour for p, < 1 a.u. in any scattering direc-
tion, and because of this we considered the more accurate experimental data of McCarthy
along [111] direction [102] with 0.2 a.u. momentum resolution to check the agreement. In
addition, the FLAPW results of Kubo and Asano [11] convoluted with a 0.2 a.u. FWHM
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Figure 3.4: The MCP for Fe along the [111] direction. The momentum resolution of exper-
imental data (Cooper et al.) is 0.7 a.u. (left) and 0.2 a.u. (McCarthy) (right). Both KKR
and FLAPW calculations have been convoluted with a Gaussian of FWHM equal with the
experimental momentum resolution.

parameter have been plotted in Fig. 3.4. Again the discrepancy between theory and exper-
iment is located mostly in the first Brillouin zone and the fully relativistic KKR approach
doesn’t improve too much the agreement. Both theoretical description predict a local peak
at p. ~ 0.5 a.u. which is absent in the experimental profile. The fine structure shows some
additional peaks at p, ~ 1.5,2.5 and 3.5 a.u. which are, according to Cooper et al. [102], the
so-called "'umklapp’ features of the predicted peak at p, ~ 0.5 a.u. in the first Brillouin zone.
They point out that for momenta greater than those of the first Brillouin zone boundaries, all
features are due to higher moment components of the structure present in the first Brillouin
zone. These arise because electrons with a given k contribute to the momentum density at
p= k +nG, where G is the reciprocal lattice vector and n = 0, 1, 2, . . .. Thus some features in
the momentum density propagates according to reciprocal lattice vectors from those in the
first zone.

Unfortunately, the system with one of the highest magnetic effect, Fe, is not necessarily the
most interesting. The fine structure predicted from calculations on Fe has far less structure
than is found for example in the case of Ni which will be discussed in the following. Init’s
ferromagnetic phase, it has a magnetic moment of 0.61 ;15 to which its spin part contributes
0.56 115. This net moment is caused by the exchange-splitting of the 3d band and includes,
as in the Fe case, a negative polarisation of the s- and p-like electrons.

The most recent MCP experimental profiles with the best resolution (0.43 a.u.) have been
measured by Dixon et al. [12] at the high-energy X-Ray beamline (ID15) at the ESRF. Even if
powerful sources are available, such a good resolution is difficult to achieve because of the
small magnetic moment of Ni. The experimental profiles have been normalized to the spin
magnetic moment (0.56 115). Our calculations and other theoretical profiles presented here
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Figure 3.5: The MCP profiles of Ni along the [001] direction. The FLAPW calculations of
Kubo and Asano [11], the LMTO-LSDA /GGA calculations of Dixon et al. and the KKR
calculations (full line) have been convoluted with a Gaussian of 0.43 a.u. FWHM.,, according
to the experimental resolution of Dixon et al.’s data [12].

have not been normalized to this value. The scaling of the KKR profile was adjusted to give
the best fit of the experimental profile.

In Fig. (3.5) we present our KKR magnetic Compton profile along the [001] direction, to-
gether with the experimental data of Dixon et al., the FLAPW calculations of Kubo and
Asano [11] and LMTO-LSDA /GGA calculations of Dixon et al. [12]. The KKR, FLAPW and
LMTO calculated profiles have been broadened using a Gaussian with FWHM of 0.43 a.u.,
according to the experimental resolution.

All the theoretical results fit the data at high momenta, but they all predict spin moments
which are too large. At low momenta, all theoretical MCP are predicting a local peak at ~
0.5 a.u., which is absent in the experimental spectra. This is a common failure of the theories
thought to be most likely due to a failure of the description of the exchange and correlation
effects [102, 103]. This result is similar to Fe: although the magnetic profile has less structure,
the major discrepancy between theory and experiment is again in the first Brillouin zone.
Due to the lower resolutions, the ‘umklapp’ features are not very prominent at higher mo-
menta, but still visible at ~ 1.2, 1.7, 2.7 and 3.7 a.u.. While LMTO overestimates the 1.2 and
1.7 a.u. peaks, the features at 2.7 and 3.7 a.u. are good reproduced by all calculations.

Our calculations gives the best fit along the [001] scattering direction, but this does not hold
for all geometries, as can be seen in Fig. 3.6. Because the LMTO calculations are far from the
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Figure 3.6: The MCP profile of Ni along [111] direction (left) and [110] direction (right). The
FLAPW calculations of Kubo and Asano [11] and the KKR calculations (full line) have been
convoluted with a Gaussian of 0.43 a.u. FWHM to fit the experimental data of Dixon et al.

[12].

experiment, they have not been reproduced in this figure.

Along the [110] direction, the KKR and FLAPW results are almost identical, both predict a
peak at ~ 0.7 a.u. which is absent in the experimental data but reproduce well the features
at ~ 2.0, 3.3 and 4.6 a.u.. Also, the fit at 0 a.u. is quite satisfying for both calculations.
Along the [111] direction, the peak at p, = 0 a.u. is overestimated by our calculations and
better reproduced by the FLAPW results. Also, the dip at ~ 0.6 a.u. in the experimental
data, better reproduced by FLAPW), is shifted by our KKR calculations at ~ 0.8 a.u..

In conclusion, our KKR fully relativistic calculations of the MCP for pure metallic systems
Fe and Ni are in reasonable agreement with the experimental data and with other non-
relativistic theoretical results. One should note that relativistic effects are small for these
systems and a noteworthy improvement of the agreement with experimental data by fully
relativistic calculations is difficult to see.

3.4.1 Three-dimensional spin momentum density

The first three-dimensional spin momentum density was reconstructed for Fe from 14 sep-
arate magnetic Compton profiles by Tanaka et al. [13] using a Fourier transform technique.
The surface perpendicular to the [001] direction crossing the I" point has a deep minimum
around the I" point and four peaks at p, = +1.8 a.u. and p, = +1.8 a.u.. The experimental
two-dimensional projection normal to the [001] direction of the spin momentum density is
correctly reproduced by the FLAPW band calculations of Kubo [13]. Because the full three-
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Figure 3.7: A two-dimensional projection of the spin momentum density: KKR calculations
(up), FLAPW calculations [13] (middle) and experiment (down) [13].
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dimensional momentum density offers an excellent opportunity to test theoretical models,
this was the next application for our KKR method. The result of our calculations, namely the
two-dimensional projection normal to the [001] direction (convoluted with the experimental
resolution expressed by a Gaussian of FWHM 0.76 a.u.) is shown in the Fig. 3.7. The agree-
ment between the KKR two-dimensional projection and experimental, respectively FLAPW
calculated two dimensional projection of the spin momentum density is good, demonstrat-
ing the reliability of MCP calculation using the KKR method. This encouraged us to develop
our code in order to describe momentum densities of more complex compounds and in dis-
ordered alloys, which will be treated in the next section.

3.5 Application to disordered alloys

3.5.1 Compton anisotropic profiles in Ni,Co;_, alloy

The Compton profiles along the [001], [110] and [111] directions for Nig 75C0g.25 disordered
alloy were calculated using the KKR method within the CPA and the atomic sphere approx-
imation. The exchange-correlation part of the potential was described, as before, in the local
spin-density (LSDA) approximation. The fcc structure was used with the experimental lat-
tice parameters of 6.6694 for the alloy and 6.6518 atomic units [104] for pure nickel. The
parameters for the energy and momentum integration given in the previous section were
used.

The motivation of considering this alloy was the idea that the electronic structure of
Nij 75C00.25 and of pure Ni may differ substantially. If one start to add Co in the Ni-system,
the average moment of the alloy will increase because of the open d-shell of Co. Also, the
number of electrons in the unit cell will decrease because Co has less electrons in the d-shell.
The KKR band structure calculations show that each Ni atom in the alloy carries a spin mo-
ment of 0.59 115, while the Co atoms carried a spin moment of 1.62 pp giving a net moment
of 0.85 115 per formula unit. The spin and orbital magnetic moment was 0.63 ;15 on Ni atom
and 1.69 pp on Co atom. These values are in agreement with the KKR-CPA computed values
of Bansil et al. [14] (0.64 113 on Ni atom and 1.63 i1z on Co atom).

Because the results for the MCP in Ni and Nig 75Cog.95 alloy are quite similar, it is inter-
esting to analyse the fine structure of the spectra. For this purpose, the theoretical charge
(spin up + spin down) profiles for Nij 75C0¢ 25 along the high-symmetry were subtracted
two by two, in order to obtain the so-called anisotropic profiles. In Fig. 3.8 the AJp10)—001)
and A.J[111)-110) anisotropic profiles are presented, together with the experimental data and
the KKR-CPA calculations of Bansil et al. [14]. The experimental data were produced using
a '37Cs ~-ray source within a total momentum resolution of 0.4 atomic units.

The theoretical profiles were convoluted with a Gaussian of FWHM 0.4 a.u. in order to simu-
late the experimental resolution and thus to allow a direct comparison with the experiment.

As can be seen, our calculations are consistent with the experimental data and with the
KKR-CPA calculations of Bansil et al.. The shape of the oscillations are similar, but for p, > 3
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Figure 3.8: The anisotropic Compton profiles of Nij 75C0¢ 25. Our SPR-KKR calculations (full
line) are compared with experimental data and KKR calculations of Bansil et al. [14].
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Figure 3.9: The anisotropic Compton [110]-[001] profiles of Ni 75C0g .25 and pure Ni obtained
by the SPR-KKR calculations.
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Figure 3.10: The anisotropic [110]-[001] spin-up (left) and spin-down (right) profiles of
Nig 75C0¢.25 and pure Ni obtained by the SPR-KKR.

a.u. our calculations doesn’t reproduce correctly the position of the maxima and minima.
A small shift towards smaller momenta is visible in our [110]-[001] calculated profile, the
maximum at ~ 4.2 a.u in the experimental spectra is given by our calculations at ~ 4.0 a.u..
Also, for p, > 3 a.u. the amplitude of the minimum at ~ 3.5 a.u. is underestimated.

In the [111]-[110] anisotropic profile, our calculations describe the minima and maxima po-
sitions better, but the amplitude of the spectrum is overestimated at p, < 2.5 a.u. and un-
derestimated for higher momenta. Also, the shift towards smaller momenta is still present
in this spectra for p. > 3 a.u.. Both theoretical calculations show a deviation from the ex-
perimental spectra at p, = 0 in the [110]-[001] profile. There are differences also between
our KKR calculations and those of Bansil et al., supposed to appear due to the different
exchange-correlation parametrizations within the LSDA. Nevertheless, the agreement be-
tween both calculation and experiment is reasonable. Our fully relativistic KKR calculation
doesn’t improve substantially the agreement with experiment because the relativistic effects
in the 3d transition metals are small. The achieved agreement allows us to use our calcula-
tions for Ni and Nij 75Coy 25 alloy to investigate possible changes in the anisotropic profile
due to alloying.

The anisotropic profiles for Ni and Ni, 75Coy 25 alloy are represented in Figs. 3.9 and 3.10. As
can be seen, the similarity of the profiles makes a identification of Co specific features very
difficult. According to our calculations, the similarity remains when the spin up, respec-
tively spin-down anisotropic profiles are discussed, so we cannot conclude that the spectral
changes in the alloy are limited mainly to the minority-spin states, as it was concluded by
Bansil et al. [14]. The slight shift towards smaller momenta of the alloy’s spectra may have
several reasons. A study of the behaviour of this shift with respect to the alloy’s concentra-

tion or exchange-correlation parametrization would be required before one may allow for a
reasonable conclusion.
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3.5.2 Magnetic Compton profiles in Fe;Pt Invar alloy and ordered
compound

In 1897 Guillaume discovered that face-centred cubic alloys of Fe and Ni with Ni concen-
tration around 35 % exhibit anomalously low (almost zero) thermal expansion over a wide
temperature range. This effect, known as the Invar effect, has since been found in vari-
ous ordered and random alloys and even in amorphous materials. One of those systems is
Fe,_,Pt,, which exhibits the invar effect around the ordered crystallographic phase Fe3Pt.
It was found that also other physical properties of invar systems, such as the atomic vol-
ume, elastic modulus, heat capacity, magnetization and Curie (Néel) temperature show an
anomalous behaviour [105].

There is much theoretical work undertaken on the invar problem, but the mechanism re-
sponsible for it is still subject of debates. The first theoretical model, proposed by Weiss
[106], postulates that y-Fe (fcc) has two different nearly-degenerate magnetic states: a high
spin (HS) state with a moment of ~ 2.8 ;13 /atom and a larger atomic volume and a low spin
(LS) state with a moment of ~ 0.5 pp/atom and small atomic volume. The relative popula-
tions of these states depends upon the system temperature in such a way as to create a large
volume magnetostriction that opposes the thermal expansion of the lattice.

Until now, there has not been an experimental evidence that conclusively supports the two
state model. The neutron scattering experiments [107] studying the temperature depen-
dence of the form factor shows no evidence for a charge transfer in the material. Also, the
photoemission data [108] are not conclusive concerning a possible charge transfer.

Recent theoretical studies [105] suggest that the invar ground state is a non-collinear-one,
but the experiment [109] doesn’t prove this hypothesis and the invar compound is thought
to have a collinear magnetic structure.

The first studies of magnetic Compton profiles on FesPt compound were done by Srajer et
al. [15]. They determined the [001] MCP profile experimentally at 305 K and 490 K and
calculated the profile using the FLAPW method with a LSDA potential, showing that the
charge transfer between HS and LS states may exist. Their MCP studies were continued
by Taylor et al. [1] and Major et al. [110], who measured the [110] and [111] profiles and
found no temperature-dependence of the profile shapes. In addition, the LMTO and KKR
calculations together with the experimental data show that disorder doesn’t play a major
role concerning the profile’s shape.

The FLAPW-GGA calculations of Wakoh et al. [16] seems to fit the experimental data better
than the LMTO calculations, although they didn’t take the disorder into account.

Our work on ordered and disordered Fe;Pt continue the combined efforts to determine the
shape of the MCP profiles and to find a hint to elucidate the invar mechanism.
Self-consistent potentials of ferromagnetic Fe;Pt were determined by the SPR-KKR within
the atomic sphere approximation (ASA). The Coherent Potential Approximation (CPA) was
used for the treatment of the disordered alloy. The CusAu structure was used for the or-
dered compound with a lattice parameter a« = 7.088 a.u.. The same lattice parameter was
kept for the disordered fcc-Fe( 75Pt). 25 alloy. With these parameters, each Fe atom carried a
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spin moment of 2.59.5 while the spin moment induced on Pt was 0.275 per atom in the
ordered compound. The net magnetic moment was 2.085.5/FU, while the spin contribu-
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i) e

Figure 3.11: The CusAu structure.

Ordered sample | Disordered sample
15K MCS experiment [1] 1.85 +0.02 1.6440.02
300K MCS experiment [1] 1.54 +0.02 1.47+0.02
300K VSM experiment [1] 1.61
KKR-CPA (Major) [110] 2.136 2.156
SPR-KKR(present work) 2.009 2.132
LMTO [1] 2.096
FLAPW [16] 2.169

Table 3.1: Spin magnetic moments per formula unit in Fe;Pt compound. Results are quoted
as up per formula unit of Fej 75Pt25. The MCS (magnetic Compton scattering) and VSM
(vibrating sample magnetometer) experimental data stem from Taylor et al. [1].

tion to the total magnetic moment was 2.009.5/FU. Here FU means the formula unit, taken
as Fe( 75Pt) 25 in order to facilitate the comparison with the disordered alloy.

For the disordered alloy, the Fe spin moment was determined to be 2.76.. 5 per atom, while
the induced spin moment on the Pt atom was determined to be 0.244/.5. This yields a net
magnetic moment of 2.202u 3 /FU with a spin contribution of 2.132 5 /FU.

The comparison with the experimental data of Taylor et al. [1] and with the results of other
theoretical calculations is done in Tables 3.1 and 3.2. As can be seen, the different methods
of calculation produce similar results, even if the lattice parameter used is slightly different.
The calculations do not describe correctly the magnetic moments (Taylor et al. [1]). In par-
ticular, the spin magnetic moments are overestimated by all methods of calculation. As one
notes, the spin magnetic moment on Fe at 15K (2.46 1.5) is higher than in pure Fe (~ 2.1 up).
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Ordered sample | Disordered sample
15K MCS experiment [1] 2.46 2.18
300K MCS experiment[1] 2.056 1.97
KKR-CPA(Major) [110] 2.73 2.79
SPR-KKR(present work) 2.59 2.76
LMTO [1] 2.62
FLAPW [16] 2.77

Table 3.2: Spin magnetic moments per Fe atom in FesPt compound.

A possible explanation for the low temperature (15K) magnetic moment on Fe to be higher
than that one may expect in pure Fe is a martensitic phase transition [111, 112] producing a
bet distortion of the lattice below ~ 100 K.

The magnetic Compton profile resolved along the [001] direction for ordered Fe;Pt and
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Figure 3.12: Left: The [001] directional MCP of Fe;Pt. The experimental profile was mea-
sured at 305 K (Srajer et al. [15]) and normalized to the corresponding total spin moment.
The SPR-KKR and FLAPW (Srajer et al. [15]) profiles have been broadened with a Gaussian
of 0.8 a.u. FWHM. Right: The unbroadened [001] directional MCP of Fe;Pt derived from
SPR-KKR and FLAPW GGA (Wakoh et al. [16]) calculations, respectively.

Fe( 75Pt) 25 disordered alloy is shown in Fig. 3.12 (left). Our calculations are compared with
experimental data of Srajer et al. [15] measured at 305 K within a momentum resolution
of 0.8 a.u.. The theoretical profiles have been broadened with a Gaussian of FWHM corre-
sponding to the experimental momentum resolution. The values of the experimental mag-
netic moment have been determined from the area of the measured profile, normalized to a
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Fe standard with a known moment. The results of the FLAPW calculations of Srajer et al.,
with the appropriate broadening, have also been represented in the figure.
As can be seen, the broadening parameter that should be used to allow a comparison with
the experiment smears out the fine structure of the spectra. Because of this, the KKR profiles
for the ordered structure and the disordered alloy almost coincide.
Our calculation doesn’t reproduce the behaviour at p. < 0.5 a.u. present in Srajer’s FLAPW
calculations. A dip around p. = 0.5 a.u. in the KKR calculation can be seen but it doesn’t
extend through p, = 0 a.u.. This is the main difference between our SPR-KKR calculations
and the FLAPW calculations of Srajer et al.. Because experimental data with a better accu-
racy along [001] direction are not available, we compared our unbroadened spectra with the
FLAPW calculations of Wakoh et al. [16].
As can be seen in Fig. 3.12 (right), the agreement between KKR and FLAPW-GGA [16] cal-
culations is good. A dip at p, = 0 a.u. cannot be seen in any of the theoretical spectra.
As a consequence, the dip at p, ~ 0 a.u. in Srajer’s FLAPW profile is questionable. The
difference between theory and experiment should be ascribed to shortcomings of LSDA to
deal with electron correlation.

As it has been shown before, the d-like and s-p like contributions to the MCP can be iso-
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Figure 3.13: The SPR-KKR MCP along the [001] direction of Fe;Pt decomposed into atomic
type contributions (left). The d orbitals contributions at the MCP along the [001] direction
of FesPt, decomposed into atomic type contributions (right), by SPR-KKR calculations.

lated by a corresponding setting of the quantum number A = (, 1) in the calculation of the
matrix elements M" , from Eq. (3.26). Also, a further decomposition of the MCP is possi-
ble in our SPR-KKR formalism. Considering the formula (3.26) of the Green’s function, the
MCP can be written as a sum over the atomic types, plus an additional so-called interference
term which takes into account the contribution of pairs of atoms sitting on different sites.
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The previous described decomposition has been performed for the MCP of ordered Fe;Pt
system. The decomposed spectra are presented in Fig. 3.13. On the left hand side one can
see the total spectra decomposed into Fe and Pt contributions, plus the interference term.
On the right hand side, the decomposition on the atomic types has been done for the d-like
MCP of ordered Fe3Pt system.

As can be seen in Fig. 3.13, the most significant contribution to the MCP comes from Fe.
This result is expected, if one takes into account it’s spin magnetic moment (see Tables 3.2
and 3.1) which is responsible for the magnetic Compton effect. The very small spin moment
on Pt is reflected by its minor contribution to the MCP. Most significant for the MCP shape
is the oscillating interference term.

Comparing the d-like MCP and the total MCP of Fe;Pt along the [001] direction, we can see
that for p. > 1 a.u. there aren’t major difference between the various spectras. This means
that the major contribution on the MCP for p. > 1 a.u. comes from d orbitals of Fe and Pt.
The differences between d-like and total MCP spectras are visible at p, ~ 0.7 a.u., where the
d-like dip of the MCP spectra is less pronounced. Responsible for this difference seems to
be the negative polarization of s-p orbitals, as in the case of pure Fe, reflected in lowering of
the Fe (total) profile compared with Fe(d) at p, < 1 a.u.. Also, the interference term gives a
wider negative contribution at p. < 1 a.u. in the total profile compared with the d-d inter-
tference term. These combined influences seems to be decisive for the shape of the MCP of
Feth

To allow for a more complete picture over the one dimensional projection of the spin mo-
mentum distribution in Fe;Pt we performed calculations of the MCP along the [111] and
[110] directions for the ordered system and the disordered alloy.

The experimental data of Taylor et al. [1] with a momentum resolution of 0.4 a.u. at 300K,
normalized to an area of 1.85 113 have been used for comparison. The experiment performed
on a single crystal and on chemically disordered sample, respectively, showed that the MCP
is not sensitive to the degree of order in the sample. This result is in agreement with our
calculations along the [001] direction which seems not to be affected by disorder.

The MCP for ordered Fe;Pt is presented in Fig. 3.14. The FLAPW calculations of Wakoh et
al. [16] and LMTO calculations of Major et al. [1] with the 0.4. a.u. FWHM gaussian param-
eter have been used for comparison.

The calculated MCP is in good overall agreement with the experimental profile, especially
the high momentum components of the experimental profile are well reproduced by theory.
As can be seen, our KKR calculations give a fit comparable with the FLAPW calculations,
whereas the LMTO-calculated MCP is too large for p. < 2 a.u. along both crystallographic
directions.

In Fig. 3.15 our KKR-CPA magnetic Compton profiles for disordered Fe( 75Ptj 25 alloy are
presented, together with the KKR-CPA calculations of Major et al. and experimental data
[1]. The value of 0.4 FWHM for the gaussian broadening has been used for both KKR-CPA
calculations, in accordance with the experimental momentum resolution.

The calculated MCPs are again in good overall agreement with that measured experimen-
tally. Our fully-relativistic version of KKR-CPA leads to a more satisfying agreement with
the experimental data in the momentum region below 2 a.u.. However, one should note that
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Figure 3.14: The [110] (left) and [111] (right) directional MCP of Fe;Pt. The SPR-KKR profile
(full line), the LMTO [1] and FLAPW [16] calculations are compared with experimental data
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Figure 3.15: The [110] (left) and [111] (right) directional MCP for disordered Fe, 75 Pty 25 alloy.
The SPR-KKR calculations (full line) are compared with KKR-CPA calculations of Major et
al. and experimental data [1]. Both KKR-CPA calculations have been broadened with a
Gaussian of 0.4. a.u. FWHM, in accordance with the experimental momentum resolution.
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Figure 3.16: The unbroadened [110] (left) and [111] (right) directional MCP of FesPt. The
SRR-KKR calculations for ordered and disordered compounds, respectively FLAPW-GGA
calculations (Wakoh et al. [16]) are presented.

the calculated spin moments for each KKR-CPA version are very similar.

As the experimental measurements demonstrate [1], the directional magnetic Compton pro-
files for ordered and disordered compounds are almost identical, within the experimental
resolution. We checked if from a theoretical point of view, one should notice some difference
between the MCP for ordered and disordered sample. We investigated the disorder effect
on the MCP along the [110] and the [111] direction using the KKR and CPA-KKR code and
the same lattice parameters for CuzAu and fcc structure. The result can be seen in Fig. 3.16.
The difference in the [110] profiles between the KKR and KKR-CPA appear at p, < 2 a.u,,
where the dip at ~0.7 a.u. and the peak at ~0.5 a.u. are lower for a disordered sample. This
means that the negative polarisation in this momentum region is more pronounced for the
ordered sample, supposing that between experimental spectra for ordered and disordered
sample the difference is negligible.

For the [111] direction MCP, the fine structure of the spectra is reduced, so the information
we can extract comparing the KKR, KKR-CPA and FLAPW spectra is limited. We notice the
existence of a small hump around 0.7 - 0.9 a.u., present in the KKR spectra for the ordered
system, which cannot be seen in the other spectra.

The very good overall agreement between KKR and FLAPW spectra must be emphasized.
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3.6 Magnetic Compton profiles for rare earth systems

A tully relativistic study of the magnetic Compton profiles for the rare earth systems Gd and
Y-Gd alloy is presented in this section. Because the relativistic effects cannot be neglected
for the rare earth systems, this approach is expected to get a more appropriate description
of the momentum distribution compared with the calculations which have been published
until now [3].

There are several studies [113, 114, 115] about the applicability of the local spin-density ap-
proximation (LSDA) in the ground-state description of 4f-electronic systems. Because the
LSDA will overestimate the extent of the 4f itineracy leading to an overestimation of the
strength of the 4f bonding, the LSDA may produce poor agreement with experiment [116].
The investigation of Duffy et al. [3] concerning the validity of LSDA within the LMTO
method for the description of the one-dimensional momentum densities of Gd showed very
similar profile shapes for the LMTO-LSDA and LMTO-GGA calculations. Kubo and Asano
calculated the MCP of Gd by the full-potential linear augmented-plane-wave (FLAPW)
method on the basis of LSDA. They found a good agreement between their calculations
and the experimental data of Sakai et al. [117], concluding that the spin polarization of the
conduction electrons is satisfactorily reproduced by the band structure model based on the
LSDA. Taking into account these studies, it is expected that the results of our calculations
using LSDA will not suffer due to an inadequate treatment of exchange and correlation.

3.6.1 Magnetic Compton profile of Gd

Compared with the other rare earth systems, the magnetic order in Gd is relatively simple.
Gd is a ferromagnetic system with a Curie-temperature of T.= 293 K. The magnetic moment
lies parallel to the c-axis and remains so down to 232 K. At lower temperature the moment
moves away from the c-axis, the maximum deviation of about 65° being achieved at 180 K,
with the moments canted in a random cone structure.

The magnetic properties of the system originate predominantly from the exchange field of
the localized 4f electrons, rather than that of the conduction electrons, as in the case of fer-
romagnetic transition metals. Due to the high localization of the 4f electrons, the exchange

Calculation method | Spin magnetic moment (;:5)
LMTO-LSDA [3] 7.65
LMTO-GGA [3] 7.52

FLAPW-LSDA [2] 7.70
KKR 7.53

Table 3.3: The theoretical spin magnetic moments in Gd . The SPR-KKR calculated magnetic
moments are compared with FLAPW results of Kubo and Asano [2] respectively with LMTO
magnetic moments of Duffy et al. [3].
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interaction driving the magnetism is supposed to be indirectly mediated via the conduction
electrons.
Before discussing the MCP results, is interesting to examine the ground-state magnetic mo-
ments derived from self consistent calculations. The magnetic moment comprises 7 ;15 from
the half-filled 4f shell, plus an induced conduction electron moment. The experimental mag-
netic moment determined at 4.2 K'is 110 = 7.62+ 0.01 p5 [118]. The spin magnetic moments
obtained by different calculation methods are summarized in Table 3.3.

Many of the early MCP measurements were made at nitrogen temperature, but a higher
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Figure 3.17: Magnetic Compton profile of Gd. Theoretical calculations are broadened with
a Gaussian of FWHM 0.44 a.u.. The fully relativistic SPR-KKR profiles are compared with
FLAPW [2], LMTO [3] MCP and experimental data [3].

temperature is needed to avoid the phase where the c-axis moments are canted. The ex-
perimental Compton profiles presented here were measured at ID15 X-Ray beam line at the
ESRE. The temperature of the sample was 235 + 2 K, such that the moments of the sample
are still parallel to the c-axis. The momentum resolution for the measured profiles was 0.44
atomic units.

The results of the previous FLAPW and LMTO calculations [3, 2] showed that (a) FLAPW
theory doesn’t produce any improvement compared to the LMTO calculation, in contrast
to the situation in Ni and (b) GGA doesn’t improve the results of LSDA, maybe due to the
localized nature of the magnetisation.

The results of our KKR calculations are presented in Fig. 3.17, together with the results
of LMTO and FLAPW calculations. All theoretical predictions were convoluted with the
(Gaussian) experimental resolution function with width 0.44 atomic units. The experimen-
tal data were normalized, such that the area under the profile is equal with the spin mag-
netic moment determined by experiment [3]. After broadening, the calculated SPR-KKR
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Figure 3.18: Theoretical predictions on the magnetic Compton scattering of Gd. Left: The
SPR-KKR calculations (full line) together with FLAPW calculations of Kubo and Asano [2]
and respectively LMTO calculations of Duffy et al. [3]. The gray line is the equivalent free-
atom profile for Gd 4f, normalized to 7 electrons. Right: The effect of the spin-orbit coupling
on the SPR-KKR MCP of Gd.

profile was normalized to the experimental MCP. The unbroadened theoretical predictions
are represented in Fig. 3.18 (left) together with the equivalent free-atom profile for Gd 4f,
normalized to seven electrons [3].

The 4f electrons contribution to the MCP of Gd is giving a broader profile compared with 3d
ferromagnets, with an extension beyond 5 atomic units. At lower momenta (p, < 1.5 a.u.)
there is a small contribution arising from the spin polarisation of the conduction electrons
(6d?5d) superimposed on the 4f electrons contribution, as can be seen in Fig. 3.18.

The results of KKR calculations are obtained fully relativistically as well as in scalar relativis-
tic way, with the spin-orbit coupling switched off. The effect of the spin-orbit coupling on
the SPR-KKR magnetic Compton profile (MCP) can be seen in Fig 3.18 (right). As expected,
the spin-orbit coupling effect is important for the spin momentum density calculations. The
scalar relativistic profile overestimates the profile at small momenta, whilst the fully rela-
tivistic calculations gives the best fit of the experimental data (see Fig. 3.17). In Fig. 3.18,
the fine structure of the theoretical magnetic Compton profile can be seen. We note that the
shape of the KKR profile is very similar to the FLAPW profile. The peaks at ~0.4 a.u. and
~(.8 a.u. are prominent in both calculations. The difference is the magnitude of the peaks
and the behaviour at p, = 0 a.u., where the dip in the KKR profile is more pronounced. This
behaviour around p, = 0 a.u. seems to be decisive, after broadening, for a better fit of the
experimental data.
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3.6.2 Magnetic Compton profile of Y 33Gd ¢, alloy

Y has the same structure and similar atomic volume as Gd, and hence the Gd;_,Y, alloy
readily form over the whole concentration range with only small changes in their lattice pa-
rameter.

The Gd-Y alloy series has been subject of investigations [119, 120] in view of the competition
between ferromagnetic order favourable in Gd-rich alloy and the helical magnetism found
in Y-rich alloy. The magnetic behaviour of the bulk alloy is complex; there are three different
magnetic ordered phases in competition: for z < 0.3 Y, the ferromagnetic order is present,
for x > 0.4 there is a helical antiferromagnetic phase and in between there is a delicate bal-
ance of the two phases at different temperatures.

Because Y is non magnetic, it might be thought that it will act like a diluent on the magnetic
properties of Gd. This assumption was falsified by Thoburn et al. [119] through the evi-
dence of a large additional total moment in the ferromagnetic phase of Gd,Y,_, alloys. The
behaviour of the total moment can be explained either through the appearance of an addi-
tional orbital moment due to the crystal field modification induced by the presence of Y, or
an extra-spin moment induced by the hybridisation of the conduction bands in the alloy.
The magnetic Compton investigations of Duffy et al. [4] evidenced an additional spin mo-
ment of 0.16 &+ 0.03 pz. The magnetic moment was determined comparing the magnetic
Compton profile of the alloy and of pure Gd, normalized to the same 4f electronic contribu-
tion in order to take into account the Gd dilution in the alloy. The area under the Y 35Gdg 62
MCP is higher than the corresponding area for pure Gd, the difference being attributed
to the extra-spin moment on Y. LMTO calculations support the evidence of the extra-spin
moment, supposed to arise from the polarisation of electrons on Y through a Ruderman-
Kittel-Kasuya-Yoshida (RKKY) type of interaction.

Taking into account the previous work in the field, our purpose is to analyse the KKR
predictions for the magnetic moments obtained from electronic band calculations and to
compare them with experiment and with LMTO calculations. Also, the magnetic Compton
profiles will be calculated and compared with the previous experimental data and theoreti-
cal predictions.

Fully relativistic KKR self-consistent band structure calculation have been performed for
Y.3sGdy 62 alloy in a hcp structure with a lattice parameter a = 6.8758 a.u. and ¢/a = 1.584.
The Coherent Potential Approximation (CPA) was used for the treatment of the disordered
alloy. The magnetic moments for Gd and Y are presented in Table 3.4, together with the

Calculation method | Gd (pure) | Gd (alloy) | Y (alloy)
LMTO-LSDA 7.64 7.56 0.35
KKR-LSDA 7.53(7.44) | 7.53 (7.42) | 0.245 (0.24)

Table 3.4: LMTO [4] and SPR-KKR magnetic moments of Y 335Gdg 62 alloy. The SPR-KKR
spin magnetic moments are presented in parenthesis.
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LMTO based magnetic moments of Duffy et al. [4]. The KKR spin magnetic moments for
each atom-type are presented in parenthesis. Both calculation methods predict a small mag-
netic moments induced by Y. KKR calculations show that the induced moment is associated
with the spin, the orbital component being very small. This extra spin-moment has to be
evidenced by the MCP calculations for Y, 3sGdy 62 alloy, as will be shown in the following.
The experimental data of the [0001] MCP for Y 33Gdo 62 alloy were measured at the high
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Figure 3.19: Magnetic Compton profile of Y; 35Gdo 62 alloy. SPR-KKR profiles have been
broadened with a Gaussian of FWHM 0.44 a.u. and normalized according to the 4f moment
to be compared with experimental data of Duffy et al. [4].

energy beamline X-Ray beamline at the ESRF with an incident energy of 200 keV [4]. The
temperature of the sample was maintained at 70+2 K. According to Thoburn et al.[120], for
this temperature and concentration the alloy has a ferromagnetic order. The momentum
resolution achieved during the measurements was 0.44 atomic units.

In Fig. 3.19 we present the theoretical KKR MCP of Y 35Gdy 62 convoluted with a Gaussian
of FWHM 0.44 a.u. to simulate the experimental resolution and normalized according to the
4f moment. For normalization, the theoretical KKR MCP profile of pure Gd has been rep-
resented in the same figure in order to estimate the 4f contribution. The theoretical profile
is compared with the experimental data of Duffy et. al [4]. The KKR MCP gives a new evi-
dence of the extra-spin moment contribution of Y in the Y 35Gdy 2 alloy, compared with the
pure Gd system. This extra spin contribution to the magnetic moments seems to be slightly
overestimated by the KKR MCP calculations.

We performed KKR MCP calculations for ferromagnetically ordered Y 50Gdy 50 alloy, in or-
der to investigate if the trend of the magnetic moments behaviour versus the concentration
of Gd in the Gd,Y;_, is reflected by the MCP calculations. According to Thoburn et al.
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Figure 3.20: Magnetic Compton profiles of Y 35Gdo¢2 and Gdg50Yo.50 alloys. The SPR-KKR
profiles have been normalized to free atom-like 4f contribution.

[119], the magnetic moments in Gd,Y;_, alloy increase with increasing the Y content, al-
though pure Y is non-magnetic. The theoretical predictions for Y 50Gdo.s0, Yo.3sGdg.62 and
pure Gd are presented in Fig. 3.20. The MCP for the alloys have been normalized to the
same 4f contribution as in pure Gd. The results are in agreement with experimental mag-
netisation data [119], the spin magnetic moment in the Y, 50Gdy 50 alloy being higher than in
Y.38Gdo 62

3.7 Magnetic Compton profile of UFe,

In recent years, the study of actinides and actinide compounds has attracted much inter-
est because of great variety of magnetic behaviour, such as Pauli paramagnetism, local-
ized/itinerant magnetism and heavy fermion behaviour. The complexity of the magnetic
behaviour is connected with the spin-orbit coupling strength, which is rather large com-
pared with the crystal field energy. The spin-orbit coupling induced orbital moment can be
appreciable if the strength of the coupling is comparable to the f-band width.

Although f-electrons are usually treated as localized, there are some compounds for which
the f-states are strongly coupled to the conduction band (s, p and d) giving rise to unusual
properties. One consequence of delocalization is the formation in some compounds with
ordered magnetic moments, much smaller than those anticipated from localized f-electrons
[121]. This 5f electron delocalization has been reported in UFe; compound [122]. UFe; is a
soft ferromagnet with a Curie temperature of 160 K, which crystallize in the cubic fcc Laves
phase and has low magnetic anisotropy. Neutron diffractions experiments [123, 124] found
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a very small total moment in this system. The orbital and spin magnetic moments, which
individually have a value of ~ 0.234 5, almost completely cancel on the U sublattice.

The theoretical predictions based on spin-polarized LMTO calculations [122] found an 5f or-
bital moment on the U site y; = 0.4715 and an antiparallel spin component of ps = —0.585.
Adding the small s, p and d contribution, the total U moment is —0.24: 5 per atom, antipar-
allel to the larger (0.77115) Fe moment. The spin and orbital moments on the uranium site
in UFe, deduced later from circular dichroism data by using the sum rules [125] confirmed
the neutron diffraction data, but the spin and orbital contribution on U site are less than half
(1 =~ ps =~ 0.23up) of the values obtained from LMTO calculations.

Neutron experiments probe the total site magnetization, which for UFe, is very small. Mag-
netic dichroism experiments are element specific, i.e. it doesn’t show a complete picture of
the UFe, magnetism. For these reasons, magnetic Compton scattering experiments have
been performed by Lawson et al. [17] in order to get information about the spin magnetiza-
tion of this compound.

The measured profile is placed on an absolute scale by calibration with a measurement on
pure metallic Fe whose moment is well known to be 2.1 ;15. This moment is almost entirely
due to spin, while the orbital moment being negligible. The average momentum resolution
achieved using an Ge solid state detector was 0.78 atomic units. The measured profile was
titted by using free-atom Compton profiles for Fe 3d, U 5f and a diffuse component, mod-
eled as the sum of a U 6d free-atom profile and a free-electron parabola smeared with the
experimental resolution function. Following this empirical procedure, Lawson et al. [17]
obtained spin moments for 5f U and 3d Fe in agreement with those deduced from neutron
measurements.

Our purpose is a direct KKR calculation of the magnetic Compton profile for UFe, and a
investigation concerning the role played by the spin-orbit coupling and by the interactions
responsible for Hund'’s second rule.

3.7.1 The orbital polarization

Hund’s first rule (concerning the exchange interaction between spins) is accounted for by
the LSDA leading to the spin polarization. The second Hund rule (concerning the orbital
exchange interaction between atomic orbital moments) is absent in LSDA because this the-
oretical approach is based on the properties of a spin polarized homogeneous electron gas.
Although the interactions leading to Hund’s second rule are usually neglected in an energy
band calculations, they are crucial in atoms. Since we are dealing with a very narrow band
system here, the atomic-like interactions play an important role. During the last years, the
energy band calculations including the Hund’s second rule have been applied with remark-
ably success to d- as well as f- electrons [122, 126].

The orbital polarization (OP) term added to the Hamiltonian is meant to account for Hund’s
second rule i.e. to maximize the orbital angular momentum. For f-electron systems Brooks’
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OP-term has the form

A€iym, = —E3, <z> b . (3.27)

ms

This term describes a shift in energy by Ae;, ., for an orbital with quantum numbers | = 3,
m; and m, that is proportional to (l.),, for the m,-spin subsystem and the Racah parameter
E? . The corresponding operator is given by

Hp = —Ep, (1) <l> L. 013 (3.28)
with
1 5 r2 6 rd 91 78
B, (1) = 3 / [%é * 1089% 7361 i}p’c e (1) " (3.29)

Introducing the vector potential function
AP = —E2 (r) <1, > (3.30)

one can get the Dirac Hamiltonian in the form

he . - 3
H = =GV + fmc® + Vegs(7) + 55 - Bopy (7) + AT BL. (3.31)

The influence of the OP-term on the magnetic moments of UFe, has been investigated.
Self-consistent energy-band calculations were done, using the KKR band structure method
within the local approximation to the density-functional theory (LSDA). The magnetic mo-
ments resulted from a fully-relativistic calculation, with and without the orbital polarization

U Fe
Mgpin | Morp | Mepin | Morp
KKR 0.56 | -0.29 | -0.69 | -0.06
KKR OP 0.62 |-0.32 | -0.74 | -0.09
Experiment [123,124] | 0.22 | -0.23 | -0.59 -
LMTO [122] 0.71 |-047 | -0.75 | -0.07
LMTO OP [122] 1.03 | -0.88 | -0.82 | -0.07

Table 3.5: Magnetic moments of U and Fe in UFe; compound.
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term included in Hamiltonian, are presented in Table 3.5. These results are compared with
the neutron diffraction experimental data [123, 124] and with results of LMTO calculations
[126]. The theoretical KKR values for the spin and orbital moments compare rather well with
LMTO calculations and with experimental data. Both KKR and LMTO calculated magnetic
moments overestimate the moments, but the KKR results are closer to experiment. This re-
sult enable us to continue the investigations on the magnetic properties of this system.

3.7.2 Influence of spin-orbit coupling and orbital polarization
on the MCP of UFe,

The KKR-LSDA calculations of MCP with spin-orbit coupling switched on/off have been
performed for UFe,. The influence of the spin-orbit coupling on the magnetic Compton
profile of UFe;, is presented in Fig. 3.21 (left). The theoretical KKR calculations have been
convoluted with a Gaussian of 0.78 a.u., the same as the experimental resolution function.
The experimental data stem from Lawson et al. [17].

As can be seen, in the high-momentum region (p. > 2 a.u.) the spin-orbit coupling doesn’t
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Figure 3.21: Influence of the spin orbit coupling (left) and orbital polarization (right) on the
magnetic Compton profile of UFe,. The theoretical spectra have been convoluted with a
Gaussian of FWHM 0.78 a.u. to fit the experimental data of Lawson et al. [17]

influence the magnetic spin density. It is not the case for the low momentum region (p, < 2)
a.u., where the calculation with spin-orbit switched off overestimates the magnetic Compton
profile. This negative polarization of the profile in the low momentum region is almost
correctly estimated by the fully relativistic calculations.

The MCP was calculated by the KKR-LSDA method, using the Hamiltonian from the Eq.
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Figure 3.22: The theoretical magnetic Compton profile of UFe,;. The SOC = 0 labels the
scalar-relativistic calculation and SOC labels the fully relativistic calculation. OP denotes
the SPR-KKR calculation with orbital polarization included.

(3.31) in order to take into account the orbital polarization (KKR-OP mode). The profile
calculated in the OP-mode is represented together with the fully relativistic profile, with the
OP term missing from the Hamiltonian (KKR mode) and with the experimental data in Fig.
3.21 (right). The role played by the orbital polarization in the MCP of UFe, is less obvious,
but an improvement of the profile in the region of 0.5 < p, < 1.7 a.u. is visible, the KKR-
OP profile being closer to experiment. Because Compton scattering is driven by the spin
magnetism, it is expected that changes in orbital interaction will affect it only if there are
also changes in the spin polarization induced by spin-orbit interaction.

For a more detailed investigation of the role played by spin-orbit, and by the OP in different
momentum regions of the MCD, the raw calculated spectra have not been convoluted and
the fine structure of MCP is visible. As can be seen, the OP-mode of calculation enhances
the peaks at 1.5 and 2.0, compared with the non-OP-mode. Inside the regions with p, < 1.5
a.u. and p, > 2.5 a.u., the OP and non-OP fully relativistic calculation coincide.

As expected, a non-relativistic band structure treatment is not adequate for this system, but
one should note the big influence of the spin-orbit coupling in the MCP, compared with the
smaller effect of the orbital polarization.

3.7.3 Individual atomic-type contributions on the magnetic Compton
profile of UFe;

We are interested to see which are the Fe and U contributions in the MCP of UFe,. The MCP
spectra can be decomposed into site contributions, making use on the Green’s function
formula (3.26). Further, if one associate the atomic type to each site into the unit cell, the
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line), Fe (dashed line) and interference term (U-Fe) contribution (dashed-dotted line). The
profiles have been broadened with a Gaussian of FWHM = 0.78 a.u., according to the exper-
imental momentum resolution. The experimental data of Lawson et al. [17] are represented
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Figure 3.24: The partial components: U (circles), Fe (squares) and interference term (trian-
gles) resulting from the SPR-KKR decomposition of the magnetic Compton profile, together
with the 'Fe-3d” (full line), "U-5f" (dotted line) and the 'spd’ (dashed line) term used by
Lawson et al. [17] to compose the best fit of the experimental data.
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MCP spectra can be decomposed into distinct atomic-type contributions plus an interfer-
ence term which takes into account the combined U-Fe contributions. The decomposition
is presented in Fig. 3.23. As can be seen, Fe gives a positive free atom-like contribution,
which is partially compensated by the negative free atom-like U contribution, in agreement
with the antiparallel spin coupling determined by experiment [125] and confirmed by other
theoretical calculations [122].

The decisive term for the final shape of the total profile is the interference term, which is
negative for p, < 1.2 a.u. and positive for p, > 1.2 a.u.. It is obvious that this term is
responsible for the negative polarization of the total profile at p, < 1.2 a.u. and for the
maxima at p, ~ 1.7 a.u..

Our decomposition, described below and presented in Fig. 3.23 is compared with the fit-
ting of the experimental data performed by Lawson et al. [17]. They fitted the experimen-
tal profile by free-atom Compton profile for Fe 3d, U 5f and a diffuse component, labeled
spd, which is modeled as the sum of a U 6d free-atom profile and a free-electron parabola
smeared with the experimental resolution function. The partial components of the MCP are
presented for comparison in Fig. 3.24. The fitting realized by the total best-fit curve of Law-
son et al. is comparable with the SPR-KKR fitting of the experimental data and it has not
been represented in Fig. 3.24.

As can be seen in Fig. 3.24, the Fe contribution is similar in the SPR-KKR decomposition
with the free atom profile for Fe 3d [17]. Also, the shape of the U partial profile is similar
with the free atom profile for U 5f of Lawson et al.. This suggests a free atom-like contri-
bution of Fe and U. The difference appears when the spin magnetic moment is estimated.
If the Fe spin magnetic moment is comparable in the two cases, we conclude that the spin
magnetic moment of U has been underestimated by the fitting of Lawson et al..

According to our direct calculation of the partial components, there is no reason of a pos-
sible representation of the interference term (or diffuse term) as a sum of U 6d free atom
profile and a free-electron parabola. Our SPR-KKR band structure calculations gives a spin
moment on s p and d orbitals of U =~ 20 % of the U-f spin moment, so there is no evidence
for such a big negative U-6d contribution compared with the U -5f one. As a consequence,
the possibility of fitting the MCP by free atom-like profiles is questionable.

3.8 Conclusions

The SPR-KKR magnetic Compton profile calculated for Fe and Ni along [001], [110] and
[111] directions show good agreement with the experimental data. The decomposition of
the MCP [001] spectra of Fe into s-, p- and d-like contributions show a significant negative
polarisation of s- and p- orbitals in the spin momentum density at small values of momen-
tum.

The SPR-KKR two-dimensional projection of the spin momentum density for Fe perpendic-
ular to the [001] direction crossing the I" point is in good agreement with the FLAPW calcu-
lations and with the reconstruction from experimental spectra. This result demonstrates the
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reliability of the SPR-KKR calculations of the MCP spectra.

The SPR-KKR calculations of the magnetic Compton profiles in Fe3Pt Invar alloys show that
the ordering doesn’t play a major role for the spin momentum density of the system. The
decomposition of the MCP [001] spectra for FesPt into Fe, Pt and interference terms show
that Fe has the major contribution to MCP. Nevertheless, the shape of the profile is influ-
enced by interference term which has a change in sign along the momentum axis.

The influence of the relativistic effects on the spin momentum density can be seen in the
magnetic Compton profiles for Gd, Y 33Gdy ¢z and UFe,. Also, the influence of the orbital
polarisation (i.e the Hund’s rule which describes the interaction between orbital moments)
in UFe, systems is discussed. The decomposition of the MCP spectra of UFe, [001] into the
U, Fe and interference terms show that the interference term cannot be neglected. Because
of this, the atomic-like decomposition of the MCP spectra is questionable.
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Chapter 4

Positron annihilation

4.1 Introduction to positron annihilation

There are only few experimental techniques for measuring directly wave-function-related
quantities such as real-space electron density or momentum density. The positron annihila-
tion experiment provide useful information on the electron momentum density and hence,
on the electronic structure of solids. A short description of the positron annihilation experi-
ment will be given in the following.

Solid state positron spectroscopy is based on the annihilation of positrons with electrons
with the creation of, in general, pairs of high energy photons (~ 0.5 MeV) which carry in-
formation about both the energies and momenta of the annihilated electron-positron pair
[127, 128]. The schematic process is presented in Fig 4.1. Positrons can be injected in the
sample either directly from a radioactive source, in which case they have a continuous en-
ergy distribution from 0 to ~ 1 MeV, or as monoenergetic beams with energy typically in the
range 0 - 40 keV. The mean penetration depth depends on the target material. In the sam-
ple positrons rapidly lose their initial kinetic energy first via ionization processes, then via
electron-hole excitations, and finally via phonon-scattering. After losing the excess energy
positrons exist in thermal equilibrium with the ions and the electrons in the sample. The
thermalization time of the positron is short compared with the life-time and can be ignored
in most cases.

In thermal equilibrium the positron state develop according to a diffusion process in real
space. The positrons scatters from phonons, electrons and defects of which the phonons
give the dominant contribution. The average diffusion length is of the order of 1000 A. In
the case of periodic crystals and normal experimental conditions there is only one positron
in the sample at a time. Due to Coulomb repulsion the positron wave function is mainly lo-
cated in the interstitial region of the crystal, far from the positive nuclei. Localized positron
states can be formed at open-volume crystal defects (vacancies, voids or dislocations). In
the case of semiconductors and insulators, the positrons can be weakly bound by negative
charged defects (impurity ions).

99
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e source thermalization
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Figure 4.1: Positron annihilation in the solid gives rise to the y-rays detected by experimental
measurements.

In the center of the momentum frame of a low energy (p << mqc) electron-positron pair, the
two photons are emitted in exactly opposite directions. However, in the laboratory frame,
the momentum of the center-of-mass of annihilating pair produces small Doppler shifts (<
2 keV) in the energies of the two photons and a small deviation from antiparallel alignment
(< 0.5 degrees). The deviation can be measured with the one- or two-dimensional angular
correlation of the annihilation radiation (1D- or 2D-ACAR) methods.

The quantity measured in the 2D-ACAR experiment is usually identified with the 2D pro-
jections of the three-dimensional electron-positron momentum density distribution function
na~(p), given by the formula:

) = 01 [ TG @)

Toce

Here U?(7, i) is the two particle wave function when the positron and the electron of state ¢
reside at the same point. The summation is done over all electronic occupied states, p'is the
electron momentum and (2 is the volume of the sample.

The two-particle wave function is usually written in a product form:

Wi (r, ) = WP (R Wi (F) /() (4.2)

where UP(7) and V¢(r) are the positron and electron wave functions for the independent
systems. The effects of the electron-positron interaction are included in the so-called en-
hancement factor v;(7). The positron-electron correlation gives rise to an electronic cloud
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around the positron which screens its positive charge, thereby greatly increasing the elec-
tron charge in its environment. This attraction strongly depends on the electron density.
The enhancement factor v;() is defined as the ratio of perturbed to unperturbed electron
densities in the initial ¢ state at the positron position 7. If the electron-positron correla-
tions are neglected, the value of the function ~;(7) is approximated by 1. In this case, the
positron annihilation is treated within the independent particle model (IPM). Apart from
the IPM model, several models to determine the enhancement function have been devel-
oped [129, 130, 131, 132, 133, 134]. The electron-positron correlation is a complex many-body
problem which will be not dealt within this work.

Instead, the quantity of interest from the electronic point of view is however the electron
momentum distribution function n(p), given by formula

=> / R HOATEARS (4.3)

Toce

To deduce features of n(p) from measurements of n,,(p) one has to understand the positron
annihilation process and the states of the positron in a metal.

To first order in the positron-ion and electron-positron interactions, the most prominent
feature of ny,(p) is the break that occurs when p' crosses the Fermi surface separating the
filled and unfilled parts of p'space. The positions of these breaks define the Fermi surface.
The effect of the interactions between positrons and ions and respectively between positrons
and electrons is reflected in the differences between no,(p) and n(p). The importance of the
electron-positron interaction becomes especially apparent when comparing ACAR spectra
with Compton profiles.

4.2 The electron-positron momentum density

The purpose of this section is to present a general scheme to calculate n,,(p) such that it
can be used in a practical determination of the two-dimensional angular correlation of the
annihilation radiation (2D-ACAR) spectra and of the coincidence Doppler broadening (1D-
ACAR) spectra.

One can relate the electron-positron momentum density ns,(p) to the two particle Green
function G, . (P, Pp) in momentum representation, where m, p. , m,, and p, are the spins
and momenta of electron and positron, respectively. In the following calculations we will
neglect the electron-positron correlations, breaking the system consisting of one positron
and n electrons into two non-interacting subsystems: one subsystem consist on n fully in-
teracting electrons and the other subsystem consists only in the positron. The Green’s func-
tion of the electron-positron pair in momentum representation can be expressed using the
multiple scattering Green’s function given by formula (2.155) and the eigenfunctions of the
momentum operator ®5,

Conne () = 7o / dr [ 1o, (RCE T B ()
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PSGP (7,7 )b (7). (4.4)

P m’ ( Ppm

The eigenfunctions of the momentum operator can be written as ®5,,, = U (p)e’”" = Uy, €7,
where U(p) is a four-component spinor (see Eq. (3.13)). This leads to the expression for the
Green’s function:

Gmsm’s(ﬁeapp = /d?’?“o/d3 /UvelL _ZpeTOOGH_( 7’ E )U;ems lpEF/
Uzl e TSGR (7, 7 B, UL e (4.5)

pMMg

The space integral can be written as a summation over the cell-integrals: [ d®r = 3~ [ dro,

and [ @' =3, [ dr,,, where 7y = i), + R,and 7" =", , + R, + Ry as in Fig. A.1. With
this, the Green’s function reads as:

— — 1
Gmsm; (pe7pp) = ﬁ ZZ/d3TOq/d3T;/q/
q n'q
U;jmgefiﬁe(F0q+Rq)%Ge+(7—:0q T—,*n » ,E )Upe e 1pe 7! ! /+R 4R 7))
U’PT e —ipp(Fog+Rq) Gp+(F0q = E )UP ZPP(T’ n/ql+ﬁn/+éq/) .(4.6)

ml, an/,

Splitting the summation for ¢ = ¢’ and ¢ # ¢/, one can write:
p g

Gmsm;(ﬁe,pp = QZ/d?’qu/d?’Toq

UeT —zpe(roq—f—Rq \SG6+(T0q, 7 b E )Ue zpe +Rq)

pems pema

UpT e —iPp(Fog+Rq) x \SGﬁ(roq,Toq,E )UP - ePr(7g ,+Eq)
ST [t [

et —ife(Fog+Rq) cxpvet (=
Upems cM0a TR FGT (Fog, 71

— o (T R — —/ R R
Ugjmle 1pp(T0q+Rq)ng+(qu 7 B )Up pr e e (4_7)
S

n’q" pm’

B )Ue zpe 7! i ,+R /+R Z)

n'/q" pems €

Taking into account that the sites g and ¢’ (¢ # ¢’) can be occupied with atoms of type « or
with the probability z,, and z, 3, respectively, one can write:

Gmsm’s(ﬁwpp = szxqa/d3T0q/d3T0q
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d )
UﬁT e 2peroqche+a(roq’ . )Ue zperoq

Pems pems
=/
UII;Tm’e prmq\pr—i_a(qu’TOq:E )Ulj /Gwproq
Q E E E fqal'q//g/droq/dr
q n'q" af
_ a S ipe(7', ,+R,+R
U;’:mse Zpe(T0q+R’Z)%Ge+aB(TOq T;quraEe>Uz§'emsepe( nfg/ T <)

)Ulz / eiﬁp (’an’q’ +Rn/+Rq/) ) (48)

R —/
UpT e —ipp(Tog+Rq \ng-&-aﬂ(roq, E 2

Ppm; nq” p

Extending the summation for arbitrary ¢ and ¢’, the Green’s function reads:

Gmsmg<ﬁeapp = Q szqa/d TOQ/dSTOQ

. g
UfT Zpe,roq G€+a (TOq, 0q7 E )U;ems Zper o
=/
Ung, e~ PpT0q \SG”JFQ( og» 7! b E ) ngm’ €PpT 0g
S

Zquaxqg/d Toq/dgroq
q

e} —iPeto e+af —/ e 1p 7l
Uﬁem € o G ( OQ?TO(pE )U ems 0

_ =/
Uﬁ’Tm,e %TO‘I\SGHM(TO(],TOW ) Up m ,e’pPTOq

Q}:Ejzp@%ﬁ/@%m/dr

q n'q apf
- R - ipe (7, 4R i+ R
U;:mse Zpe<r0q+Rq)%Ge+aﬁ(r0q an/,E )U;ems De (T 1+ s TRy )
—ip (Fog + Ay ”L 7', +R +R
vz e BRI Gred(, 7 E)UE L P ) (4.9)
S

The calculation of the first and second term (so-called site-diagonal contribution) is pre-
sented in Appendix C.1, whilst the third term (site-off-diagonal contribution) is calculated
in Appendix C.2. Using the matrix elements M2"¢ ., and W27 calculated in Appendix
D and in Appendix C.3, respectively, the Green’s function reads:

= _ p+ 0g0q,« + ++a e+ 0g0q,c
G, (Pes Dp) = _\92 E :xqa(\WA ) E :MmSAm’A MmsA’m’SASTAA’ (Ee)

AN
zz (37510 (5,)
q

++ ++ e+ 0ga 0gB3
Z M, Am’A MmSA/ miAs TAN (Ee)
AN

1 (et (Ry—Fy ad
+§gzze (Pe+5p) (R q)zﬁ:%a%’ﬁ (ngJrq qﬂ)
q q [



104 CHAPTER 4. POSITRON ANNIHILATION

Z ngAamgAgMﬂtJrA@ 1A <D6+0‘76+qq/CPA(]7— Xm)be+ﬁ)AA, .(4.10)
AN

In the previous calculation step we took into account the thermalization of the positron.
This means that one may consider the positron to be in a state with Ep = p, = 0 with s-
type symmetry, at the bottom of the positronic band [135, 128]. This implies for the orbital
quantum number of the positron: [(A,) = 0. Accordingly, the quantum number for the
positron is given by A, = A,. Also, the positron energy £, enters into the electron-positron
Green’s function as a parameter, £, = E), where E) is the energy of the bottom of the
positronic band.

Introducing the single-site scattering matrix ¢ /%, one can split the first term into the single-
site and respectively backscattering contributions, as follows:

— ¢ P+ 0q0g,a ++a T+ a e+ qa
Gy, (D) = _\SE :E :xqa <‘STA (Ep>> E MmsAm;As MmsA’m’sA tan (Ee)
AN
¢ P+ 0g0g,a ++a o
+5 \SE E :xqa <‘STA (Ep)) E :MmsAmgAS MmSA’m’SAS
AN

(Fhh () = 15530 ()
——JZquaxqﬁ(wﬁ”qaoqﬁw»)

++ ++5 e+ 0qa0g3
E , MmSAm;A Mm N mlAs TAN (Ee)

AA/
L JZ Ze i(Fe+ ) (R~ By) qua%,ﬁ (d Wp+qaqﬁ>
+ A/ —
> Mnt:rAam’sAst:rAémgAs (De+aTe+qq PP - Km)DHB)AA/ . (4.11)
AN

The off- diagonal scattering path operator 7¢7%'¢F'4 is defined in Eq. (2.189) and the matrices
D¢t and De \a are defined in Egs. (2.184) and (2.188), respectively. One has to note that the
solutions of the Dirac equation Z%"* for the positron which enters into the matrix elements
;;*A“m, A, €xpression are calculated for a positron potential equal to the electronic Coulomb
potential but with the opposite sign.
Based on the Feynman diagrams and the conservation of the spin angular momentum in the
annihilation process [136] it was demonstrated that in a system where a positron can inter-
act with electrons of both parallel and anti-parallel spin, it will almost always annihilate via
two photons from an antiparallel positron-electron spin configuration. As consequence, the
electron-positron pair has zero total spin angular momentum and m, = —m/, holds.
The electron-positron momentum density can be expressed using the electron-positron
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Green’s function as:

Efr
nyy (p) = —— /0 G, (p)dE. . (4.12)

The 2D angular correlation of annihilation radiation (2D-ACAR) spectra, which are usually
identified with the 2D projections of the three-dimensional (3D) electron-positron momen-
tum density is expressed as:

p2D=ACAR(, 1y / (n, + nb.)dp. | (4.13)

where the momentum components p, ,, are perpendicular to the photons propagation direc-
tion. The 1D-ACAR or the Doppler broadening spectrum is the one-dimensional momen-
tum distribution:

nlD—ACAR(pZ) — //(n;y + n%v)dpxdpy , (4.14)

where the integration is performed in a plane perpendicular to the photons propagation di-
rection.

4.3 Electron-positron momentum density of V

The formalism described before is used to calculate 2D electron-positron momentum den-
sity projections and the results are compared with the two-dimensional angular correlation
of the annihilation radiation (2D-ACAR) spectra determined by experiments. In order to
see the impact of the electron-positron correlation on the electron-positron momentum den-
sity, we compare our calculations also with the LMTO spectra with electron-positron cor-
relations included. The two dimensional projections of the electron-positron momentum
density n,,(p) perpendicular to the [001] and [210] directions of bcc V have been calculated
using the fully relativistic SPR-KKR package.
As a first step the electronic structure of V has been calculated self-consistently for the bcc
structure with the lattice parameter a;,,=5.709 a.u.. The band structure calculations for the
positron have been performed using the same calculation code as for the electronic struc-
ture. The positron potential was taken as the inverse of the electron Coulomb potential.
The integration (see Eq. (4.13)) along the p. direction is done up to p. . = 6 a.u. in a
equidistant grid of 60 points. No significant change of the spectra appeared when p, 4, OF
the number of the grid points along p. direction was increased.

The energy integration (see Eq. (4.12)) splits into an arc-like path of 30 points in a com-
plex plane and a path parallel to the real axis consisting of 50 energy points. The arc-like
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Figure 4.2: 2D-ACAR for V perpendicular to the [001] direction: SPR-KKR calculations (top),
LMTO calculations [18] (middle), experiment [18] (bottom).
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Figure 4.3: 2D-ACAR for V perpendicular to the [210] direction: SPR-KKR calculations (top),
LMTO calculations [18] (middle) and experiment [18] (bottom).
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energy path is used to evaluate the backscattering term and the off-diagonal contribution
of electron-positron Green’s function in Eq. (4.11), whilst the single-site term is evaluated
through the energy integration path parallel to the real energy axis.

The SPR-KKR 2D electron-positron momentum density projected in the plane perpendicu-
lar to the [001] direction is presented in Fig. 4.2, together with the LMTO calculations [18]
and the 2D-ACAR experimental data [18]. The resolution of the momenta for SPR-KKR
spectra in the (p,, p,) plane is Ap = 0.04975 a.u. whilst for the LMTO calculated spectra and
for the experimental 2D-ACAR spectra is Ap = 0.05489 and Ap = 0.01344 respectively. The
theoretical spectra are scaled to the same height as the experimental 2D-ACAR spectra.

As can be seen in both figures, the agreement between the SPR-KKR and LMTO calculations
is very good. As the LMTO calculations include the electron-positron correlation effect, one
should notice that this effect is minor in this case. The main features of the SPR-KKR and
LMTO two-dimensional electron-positron momentum density can be traced back to the ex-
perimental spectra if one takes into account that the broadening is present in the experimen-
tal measurements.

4.4 Comparison with Compton scattering

As it was mentioned, the quantity of interest in Compton scattering is the electron momen-
tum density given by Eq. (4.3), whilst the positron annililation experiment is able to explore
features of the electron-positron momentum density (see Eq. (4.1)). By the procedure de-
scribed above one is able to determine both distribution functions. Between the expressions
for ny, (p) and n(p) the difference appear mostly in the matrix elements which enter the ex-
pression for the G,,,(p) (see the comparison of the matrix elements in Appendix D) and in
the calculation of the t-matrix and the scattering path operators. The aim in the following
is to demonstrate the difference between those two distribution functions. In other words,
we want to see the impact of the positron wave function on the momentum distribution
function in the case of pure Fe.

We will compare the magnetic Compton profile for Fe with the corresponding quantity,
which is the one-dimensional projection of the (ng7 - n%v) electron-positron momentum den-
sity (see Eq. (4.12)) , given by:

‘]rQJag(pz) = //(n;’y - n%y)dpwdpy . (4.15)

The SPR-KKR magnetic Compton profile (here denoted as J,,,.4(p.)) for Fe along the [001]
and [110] scattering directions is represented in Fig 4.4, together with J2, (p.) constructed
on the basis of the electron-positron momentum density. Also, the comparison between the
SPR-KKR and LMTO calculations [18] of the magnetic Compton profile and the one dimen-

sional projection of the (n;y - n%v) electron-positron momentum density is shown in Fig 4.4.



4.4. COMPARISON WITH COMPTON SCATTERING 109

0.04f - 0.04
) )
= 003 £ 003
=} =]
o g
J J
2002 4 2oo2
law] -
0.01 - 0.01
0 5 00
momentum p, (atomic units) momentum p, (atomic units)

Figure 4.4: Left: The SPR-KKR and LMTO [18] calculated magnetic Compton profile
Jmag(p-) of Fe along the [001] (left) and the [110] direction (right) is compared with the
positron annihilation spectra J2, (p.).

mag

One can see in Fig. 4.4 that the positron annihilation profile .}, (p.) decay more rapidly
than the magnetic Compton profile J,,,,,(p.) along the p, direction for both scattering direc-
tions. The reason why the positron annihilation profile decays more rapidly in p-space is
that the more localized states (at higher momentum) are not sampled by the positron, be-
cause the positron interact in a more pronounced way with the delocalized s and p-electrons
from the interstitial region. Therefore the resulting profile is narrower for the positron anni-
hilation spectra than for the Compton case.

Also, the dips at ~ 0.7 a.u in the [001] spectra and at p, ~ 0 a.u. in the [110] spectra are deeper
in the positron annihilation spectra. One can explain this feature due to a more pronounced
contribution of the s- and p-orbitals for the positron annihilation spectra. The decomposition
of the MCP spectra of Fe along the [001] direction into the s-, p- and d-like contributions has
been presented in Fig. 3.3 and is given once more in Fig. 4.5 (right). As can be seen in Fig.
4.5, the s- and p-orbitals have a negative contribution at the MCP of Fe. Because the inter-
action between the positron and the s- and p-electrons is more pronounced in the positron
annihilation experiment, one can expect that the negative contributions of the s- and p-
electrons at the total positron annihilation spectra are increased compared with the Comp-
ton profile. The effect of this increased negative contribution is to generate deeper dips in
the positron annihilation spectra compared with the Compton profile. In order to verify this
effect, we performed a decomposition of the positron annihilation spectra .J,  (p.) into s-, p-
and d-like contributions. As expected, the s- and p-like contributions are negative and their
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Figure 4.5: The SPR-KKR s, p and d- contribution to the positron annihilation spectra
J21 (p.) of Fe along the [001] direction (left) compared with the decomposition of the corre-

mag

sponding magnetic Compton profile (right).

magnitude is increased compared with the s- and p-like contributions at the corresponding
magnetic Compton profile. One also has to notice the very good agreement between the
SPR-KKR and LMTO calculations, as can be seen in Fig. 4.4.

4,5 Conclusions

The SPR-KKR formalism for calculation of the electron-positron momentum density has
been presented. This formalism was applied for the calculation of the two-dimensional
momentum density of V perpendicular to the [001] and [211] directions, respectively. The
very good agreement between the SPR-KKR and LMTO theoretical spectra and also with
the experimental 2D-ACAR measurements should be emphasized. Also, the comparison of
the magnetic Compton profile .J;,,q4(p.) and the positron annihilation spectra .J),  (p-) for Fe
along [001] and [110] directions is presented.



Chapter 5

Ground-state properties of
Cr-chalcogenide systems

Transition-metal chalcogenides have attracted much interest in the past due to their large va-
riety of physical properties, particularly concerning the relationship between the magnetic
ordering and the combination of the metal and chalcogen atom. In this chapter we will sum-
marize first the structural and magnetic properties of Cr-chalcogenides, as they are reflected
in the investigations of several research groups. After the picture of the magnetism in CrX
(X=S, Se, Te) systems - as reflected in the literature - has been sketched, we will present and
discuss new features of the magnetic properties in this systems found by our fully relativis-
tic band-structure SPR-KKR calculations. The relationship between the crystalline structure,
chemical composition and ground-state properties in CrX - CrX; (X =5, Se, Te) systems will
be investigated in the following section.

The binary CrX (X =S, Se, Te) systems crystallize in the NiAs-type crystal structure. This
structure (see below) consists of a hexagonal close packing of the metalloid atoms with the
transition metal atoms located in the interstices in such a way as to form a simple hexagonal
array. In all binary Cr-selenides, sulphides or tellurides magnetic moments - mainly local-
ized on Cr - are present. The exchange interactions are predominantly antiferromagnetic
in Cr-selenides and Cr-sulphides (Goodenough 1963 [137]), in contrast to the ferromagnetic
Cr-tellurides [138].

NiAs-type Cr;_,S, which always has a few per cent Cr vacancies, exists only above 623 K.
Below this temperature a Jan-Teller distortion around Cr?** (d*) results in a monoclinic lat-
tice (Jellinek 1957 [139]). High temperature susceptibility data above 900 K give § = -1585 K
and ;s = 5.24 pp for CrS (Popma and Bruggen 1969 [140]). The extrapolated Curie-Weiss
temperature ¢ is a measure of the overall sign and magnitude of the exchange constants
(positive # means ferromagnetic state, negative ¢, antiferromagnetic state). The sign of 6
gives the indication for an antiferromagnetic state in Cr;_,S below the Néel temperature at
450 K [141]. A metal-semiconductor transition is observed for Cr;_,S with z < 0.1 at ~ 620
K, while Cr;_,S with z > 0.1 are metals.

The magnetic susceptibility measurements (Tsubokawa 1956 [142]) on NiAs-type compound

111
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Cr;_,Se performed on single crystals show a Néel point close to 300 K and an effective mag-
netic moment of 4.90 ;15. The extrapolated Curie-Weiss temperature determined by Lotger-
ing and Gorter (1957) [143] is 6= -185 K, which gives an evidence of an antiferromagnetic
state of this compound. Specific heat measurements (Tsubokawa 1960 [144]) locate the Néel
temperature Ty at 320 K.

The anomalies present in both susceptibility data sets [143, 142] below 300 K have led these
authors to suggest a magnetic phase transition and a non-collinear spin structure at lower
temperature. The calculations of Hirone and Adachi [145], who considered the magnetic
properties of the NiAs structures in the molecular-field approximation, showed that trian-
gular spin configurations were stable over certain regions of the molecular-field coefficients
of first, second and third nearest neighbours.

This theoretical result seems to be confirmed by the neutron diffraction measurements of the
magnetic structure for CrSe performed by Corliss et al. [146] which show a umbrella-like
antiferromagnetic spin structure.

The system Cr;_,Te can be found in different phases, depending on the x value. Accord-
ing to the phase diagram determined by Ipser et al. [147], for z < 0.1, the system has the
hexagonal NiAs structure. The monoclinic structure was found for the CrsTe,, whilst the
system CryTes is trigonal. For the system Cr;Teg, both monoclinic and trigonal structures
have been observed (Bensch et al. [148]). The monoclinic and trigonal structures are related
to the NiAs structure type by successive removal of Cr in every second metal atom layer
parallel to the c axis. The vacancy ordering within the layers can be influenced by thermal
treatment. Also, a slight increase of the Te content leads to an order-disorder transition of
the Cr vacancies from the monoclinic to trigonal phase [148].

Cr,_,Te with the hexagonal NiAs structure is a ferromagnet with the Curie temperature T«
~ 340 K, a saturation moment at 4.2 K of about 2.4 — 2.7 ;15 and an effective paramagnetic
moment of ~ 4.0 - 4.5 ;5 [143, 149, 150, 151].

There is a disagreement between the magnetic moments on Cr of 4 nz and higher deter-
mined by paramagnetic susceptibility measurements or the band structure calculations and
respectively the low values of Cr magnetic moments from the saturation of the magnetisa-
tion at4.2 K (~ 2.4 15). The ionic description in Cr™?Te~2 would give for Cr the 3d* electronic
configuration which corresponds to a magnetic moment of about 4.8 1i5 (tteff = [¢c(ge+2)] 1/2.
where ¢, is the number of unpaired electrons). This disagreement can be explained to some
extent by non-collinear spin structures which may occur in this compound. Such structures
are suggested by neutron diffraction studies (Bertaut et al. 1964 [152], Lambert-Andron et
al. [153], Andresen 1963 [154], Makovetskii and Shakhlevich 1979 [155], Hamasaki et al.
[156]) but the various investigations don’t agree concerning the spin structure and magni-
tude of the Cr local magnetic moment. Most investigators conclude that the diffractograms
of hexagonal Cr;_,Te between 0 K and T« can be described in terms of a collinear ferromag-
netic structure. If the spin structure is collinear ferromagnetic, the ratio m./m, (where m,
and m, are the number of Bohr magnetons derived from the saturation magnetisation and
from paramagnetic susceptibilities, respectively) is 4.0/2.4 ~ 1.6. This value is bigger than
1, as expected for itinerant ferromagnets.

The band structure calculations performed for Cr-chalcogenide systems by Dijkstra et al.
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Figure 5.1: The magnetic phase diagram of CrTe;_,Se, [19] deduced from temperature de-
pendence of magnetisation (crosses), neutron scattering measurements (triangles) and re-
sistivity measurements (circles). The magnetic ordering (ferro-, antiferromagnetic and non-
collinear) is indicated by arrows.

[8, 138] using the ASW method show for CrS and CrSe an antiferromagnetic ordering, apart
form CrTe which is ferromagnet. This magnetic behaviour is confirmed by FLAPW band-
structure calculations of Kawakami et al. [157].

There are studies which show that the magnetic ordering in CrX (X =S, Se, Te) is influenced
by the pressure. Kanomata et al.[158] found a giant magnetovolume effect for CrTe, which
was suggested by the earlier FLAPW calculations of Takagaki et al. [159, 160]. From the total
energy calculations as a function of lattice parameter it was found in addition that a pressure
induced ferromagnetic — antiferromagnetic transition is expected for CrTe at about 40 GPa.
The complexity of the magnetic behaviour of Cr-chalcogenides is reflected in the magnetic
phase diagram of the system CrTe;_,Se, (see Fig. 5.1). This phase diagram was suggested
by Makovetskii (1986) [19]. The results of magnetic phase transition studies in the system
CrTe;_,Se,, based on neutron diffraction measurements (triangles in Fig. 5.1), on analysis
of the temperature dependence of magnetization (crosses) and electrical resistivity (circles)
are used to obtain this phase diagram. In the region of Se concentration lower than 0.4,
when the temperature is lower than line (a), the ferromagnetic ordering is observed with
the arrangement of the magnetic moments within the basis plane. The Curie temperature
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Cr

Figure 5.2: The NiAs structure for the CrX (X =S, Se, Te) systems.

decreases nearly linear with the increasing of the Se content. Below the curve (c) the non-
collinear magnetic structure occurs.

The alloys with Se concentration x between 0.7 and 1.0 have an antiferromagnetic order be-
low the line (b), an umbrella-like non-collinear ordering of the magnetic moments being the
most probable. The variation of the Néel temperature with increasing of the Se concentra-
tion of solid solutions deviates from a linear variation. In the region with Se concentration
between 0.2 and 0.6 both ferromagnetic and antiferromagnetic ordering occurs, at the tem-
peratures below lines (a) and (b).

5.1 Structural properties of binary CrX (X = S, Se, Te)
compounds

The systems CrX (X =S, Se, Te) crystallize in the hexagonal NiAs structure (see Fig. 5.2).
The space group of this structure is P63/mmc or Dg, (No. 194 in the International Table of
Crystallography), with the Cr atoms at the (2a) sites (0,0,0) and (0,0, 1) and the chalcogen
atoms at the (2¢) sites (3, 2, 1) and (3, 1, 2).

The experimentally determined lattice parameters at room temperature are listed in the
Table 5.1. The ¢(/qy ratio is smaller than the ideal value of 1.663 for CrTe and bigger than the
ideal value for the other Cr-chalcogenides. Six chalcogen atoms form a trigonally distorted
octahedron around Cr. A Cr atom is further surrounded by six other Cr atoms in the basal
ab plane at the distance ag. Much shorter metal-metal distances are present along the c-axis:

a Cr atom has two Cr neighbours at ¢y /2, as can be seen in the interatomic distances in the
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CrS | CrSe | CrTe
ao( A) | 3.456 | 3.684 | 3.997
co( A) [ 5.761 | 6.020 | 6.223
cofag | 1.667 | 1.634 | 1.557

Table 5.1: The experimental [5, 6, 7] lattice parameters for CrX (X =S, Se, Te) systems.

N CrS | CrSe | CrTe
Cr-X(A) | 6 2.461 | 2.606 | 2.783
CrCr(A)| 2| ¢ 2881 ]3.010 | 3.112
Cr-Cr(A) | 6 | ab|3.456 | 3.684 | 3.997

Table 5.2: The interatomic distances in the NiAs structure for CrX (X =S, Se,Te) systems. N
is the number of neighbours and ¢ and ab distinguish Cr-neighbours along the c-axis and
within the ab plane.

NiAs structure for the CrX (X = S, Se, Te) compounds presented in Table 5.2. One should
note that the NiAs structure is not unique for the CrX (X =S, Se, Te) systems, the monoclinic
distorsion for the non-stoichiometric Cr;_,S (Jellinek 1957 [139]) or the (partial) ordering of
Cr vacancies in alternate metal layers of Cr; _, Te, resulting in the trigonal space group P3ml
(or D3,) [138] are often mentioned as alternative crystal structure for these compounds.

5.2 Band-structure calculations of CrX (X =S, Se, Te) systems

Electronic band-structure calculations of CrX (X = S, Se, Te) have been performed for a
collinear ferromagnetic and respectively antiferromagnetic arrangement of the Cr magnetic
moments, as is shown in Fig. 5.6.

The band-structure calculations have been performed using the SPR — KKR method within
the atomic sphere approximation (ASA). Exchange and correlation were treated in the lo-
cal spin density approximation (LSDA). The parametrization of Vosko, Wilk and Nusair for
exchange-correlation energy was used.

In the SPR-KKR-ASA, the Wigner-Seitz cells, located at the atomic sites are replaced by
atomic spheres (AS) and the spherically symmetric potential within the spheres is extend-
ing to their boundaries. The sum of the volumes of those spheres is equal to the unit cell
volume. This approximation completely neglects the interstitial part of the crystal. The
coherent potential approximation (CPA) described in the section 2.3.1 is used to deal with
disordered /non-stoichiometric compounds.
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5.2.1 Density of states

The total density of states (DOS) of ferromagnetic CrS, CrSe and CrTe obtained by SPR-KKR
calculations are shown in Figs. 5.3, 5.4 and 5.5. The density of states of CrS, CrSe and CrTe
systems have similar features, which are listed in the following.

The band at around 12 eV binding energy has s-anion origin, whilst the higher energy
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Figure 5.3: The spin-resolved KKR density of states of CrS.

band has Cr(3d)-X(p) character. In the lower part of the d-p band, the p-character is obvious
and the influence of the exchange-splitting is minor. The higher part of the d-p band, hav-
ing a Cr(3d) character show a clear exchange-splitting. The differences between the three
compounds appear in the exchange-splitting and d-p peaks separation (in T and | bands),
as can be seen in the Table 5.3. The SPR-KKR density of states (DOS) for CrX (X =S, Se, Te)

Exchange splitting Cr 3d (eV) | CrS | CrSe | CrTe
KKR 22| 26 | 27
ASW [8] 25| 27 | 29

Table 5.3: The exchange-splitting of the Cr(3d) states of CrX (X =S, Se,Te) systems in KKR
and ASW calculations (Dijkstra et al. [8]).
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Figure 5.4: The spin-resolved KKR density of states of CrSe.
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Figure 5.5: The spin-resolved KKR density of states of CrTe.
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systems are similar with the ASW results of Dijakstra et al. [8] and LMTO calculations of
Knecht [161].

5.2.2 Phase stability

Cr Cr

Figure 5.6: The spin configuration for ferromagnetic/antiferromagnetic calculation.

As it was suggested by the extrapolated Curie-Weiss temperature [140, 143], the ground state
in the CrS and CrSe compounds is not ferromagnetic, but rather antiferromagnetic. For the
CrTe compound, the ferromagnetic state is reported to be more stable [138, 159]. Having
this in mind, we performed SPR-KKR calculations for the CrX (X =S, Se, Te) systems with
a ferro- and antiferromagnetic spin configuration shown in Fig. 5.6. Comparing the total
energies of the systems, as shown in Table 5.4, we found that the AF state of CtS and CrSe
is indeed lower in energy than the FM state. For CrTe, the FM state is energetically more
favourable. These trends confirm the previously cited experimental measurements and the
ASW calculations of Dijkstra et al. [8], but doesn’t exclude a possible non-collinear spin
configuration as ground state of these systems.

Epy — Eap (mRy) | lower in energy
CrS 1.31 AF
CrSe 0.88 AF
CrTe -3.91 M

Table 5.4: Total energy difference Ery — Exrp (mRy) in CrX (X =S, Se, Te) systems from
SPR-KKR calculations.
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5.2.3 Magnetic moments

The different number of occupied majority and minority states gives rise to a net magnetic
moment per formula unit of CrX (X =S, Se, Te). The SPR-KKR calculated magnetic mo-
ments are presented in Table 5.5, together with the magnetic moments resulting from scalar-
relativistic LMTO (Perlov [9]) and from ASW calculations (Dijkstra et al. [8]). As can be seen

calculation mode | CrS | CrSe | CrTe

Cr magnetic moment (1) SPR KKR 273 | 328 | 344
LMTO 263 | 323 | 3.38
ASW 2.84 | 340 | 351

X magnetic moment (y) SPR KKR 0.001 | 0.002 | -0.011
LMTO 0.04 | 0.05 | 0.04
ASW 020 | 0.24 | 0.22

Table 5.5: Magnetic moments in CrX (X = S, Se, Te) compounds resulting from SPR-KKR,
LMTO [9] and ASW [8] calculations.

in Table 5.5, the Cr magnetic moments obtained by different calculation methods are com-
parable. The Cr magnetic moments increase from CrS to CrTe, this trend being present in
all calculations. While the different band-structure calculation are in agreement concerning
the Cr magnetic moment in CrX (X-S, Se, Te) systems, this does not apply for the chalcogen
magnetic moment. The SPR-KKR finds the chalcogen atom almost non-magnetic, whilst the
LMTO method predict magnetic moments ~ 0.04 ;15. The ASW predictions for the magnetic
moment of chalcogen atom in those compounds give rather big values of ~ 0.2 i1, but still
small compared to Cr magnetic moments. Element specific magnetic measurements would
be necessary to allow for a better description of these compounds.

Our fully relativistic SPR-KKR method allows for the calculations of orbital and spin mag-
netic moments, giving a more detailed picture of Cr-chalcogenide magnetism compared
with the scalar-relativistic ASW (Dijkstra et al. [138]) or LMTO (Perlov [9]) methods. The
spin and orbital magnetic moments for Cr, resulting from ferro- and antiferromagnetic cal-
culations are shown in Table 5.6. As can be seen, the orbital magnetic moment in these
compounds are about ~ 1% of the value of spin magnetic moments. In the ground state, the
spin and orbital magnetic moments are antiparallel for CrS and CrSe and parallel for CrTe.
For all calculations, the spin magnetic moments of Cr in antiferromagnetic state is found
to be ~ 5 % lower than in the ferromagnetic state. The same trend concerning the AF/FM
Cr magnetic moments was reported by Dijkstra et al. [8] obtained from ASW calculations.
They reported AF total magnetic moments for Cr to be about ~ 7-10 % lower than the FM
magnetic moments.

The orbital magnetic moments are very small, antiparallel with the spin magnetic moment
in Cr S and CrSe compounds and parallel in CrTe.
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FM AF
mg my mg my
CrS | 2.736 | -0.024 | 2.606 | -0.032
CrSe | 3.282 | -0.013 | 3.066 | -0.010
CrTe | 3.439 | 0.007 | 3.284 | 0.022

Table 5.6: Magnetic moments of Cr in CrX (X = S, Se, Te) compounds resulted from FM/AF
SPR-KKR calculations.

5.3 Non-collinear spin structures

A complementary approach to investigate the magnetic behaviour of solids is to consider
particular microscopic models making use of magnetic interaction. One of the approaches
widely used to consider magnetic properties of solids is the Heisenberg model that is nor-
mally used to describe the interaction of exchange coupled localised magnetic moments. An
application of this model to metals requires some care because of the features related to the
itinerant character of d-electrons [162, 163, 164, 165]. Nevertheless, this approach turned out
to be very useful for the understanding of magnetic properties. Moreover, it is used very
successfully in studies of magnetic metals and alloys. In line with these experiences, it is as-
sumed in the following that the itinerant-electron system can be described (as is discussed
in [162, 163]) by an effective classical Heisenberg Hamiltonian

Hep = — Y Jijéi- €5, (5.1)
]

where the summation is performed over all lattice sites i and j. Here ¢, and ¢é; are the unit
vectors along the directions of the magnetic moments on sites i and j respectively, J;; is
the exchange coupling parameter for the corresponding magnetic moments. A rigorous ex-
pression for the exchange parameters J;; can be obtained using local spin density functional
(LDSEF) approach together with the KKR method. The approach described by Lichtenstein
et al. [162, 163] is based on the calculation of the variation of the total energy with small
deviations of two magnetic moments from their equilibrium directions. The exchange inter-
action parameter J;; between the magnetic moments located on sites 7 and j is then given
by the formula:

1 Er y )
Jii = E% / Tro(tyy' —t; )7 (5 — ;)7 'dE . (5.2)

Here t;,,, and 7;7_are the single-site scattering ¢-matrix and the scattering path operator for
spin m, and connected with the sites i and j. 7'r; means the trace over the orbital states
labelled by the combined quantum number L = (I, my).
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Since these parameters are nothing else but the energy changes due to rotations of spin
magnetic moments, they can be used to analyse the stability of a magnetic structure in a
crystal. In particular, if negative values of .J;; parameters give the main contribution to the
spin magnetic moment exchange interaction within a crystal implies that the underlying
magnetic configuration is unstable because a small deviation results in an energy decrease.
Thus analysing the J;; values one can already draw some conclusions about the stability of
a magnetic configuration.

5.3.1 Non-collinear spin structure in CrSe system

¥ dy .

X

Cr (a)

Figure 5.7: Non-collinear spin configuration in CrSe system. The spin orientation is shown
for Cr atoms.

The KKR calculation of the exchange-coupling parameters .J;; in CrSe has been done by S.
Mankovsky [20]. The exchange-coupling parameters are represented as a function of dis-
tance in Fig. 5.8 considering a ferromagnetic spin configuration of the system. The origin of
the distance scale is the Cr(a) site at the position (0, 0,0) (see Fig. 5.2 ). The Cr atom located
at the position (0,0, 3) will be denoted Cr(b). The chalcogen atoms are located at (3,2, 1)
and (3, 3, 2) in crystallographic units. The interatomic distances in the CrSe system can be
seen in Table 5.2.

As have been discussed in section 5.2.3, the Se atoms have no own spontaneous mag-
netic moments, and the existing magnetic moments are induced on Se by the magnetic Cr
atoms. For this reason their magnetic moments values are extremely sensitive to the neigh-
bourhood. Therefore it will be more correct from our point of view if we will consider only
Cr-Cr magnetic interactions and to neglect Cr-Se interactions. For the pair Cr(a)-Cr(b) a
significant negative exchange coupling parameter has been obtained, but the energy intro-
duced by the Heisenberg interaction (see Eq.(5.1)) is positive, which means that the relative

spin orientation of the pair Cr(a)-Cr(b) is energetically not favourable.
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Figure 5.8: The exchange coupling parameters J;; for ferromagnetic spin configuration in
the system CrSe [20].
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Figure 5.9: The exchange coupling parameters J;; for antiferromagnetic spin configuration
in the system CrSe [20].
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Figure 5.10: The total energy vs. ¢ angle for the spin configuration from Fig. 5.7. SPR-KKR
calculations for CrSe system.

The pair Cr(a)-Cr(a) has positive exchange-coupling parameter, but the magnitude of the
exchange coupling parameter J;; is ~ 12 times smaller than the corresponding value of the
parameter for the Cr(a)-Cr(b) pair. The ferromagnetic spin orientation of the Cr(a)-Cr(a)
pair is energetically favourable, but the ordering energy is much smaller compared with the
contribution of a Cr(a)-Cr(b) pair.

This consideration may give us a hint of a possible alternative spin configuration of the sys-
tem. The conclusion from studying the nearest-neighbour spin interaction CrSe system is
that the ferromagnetic spin arrangement is not energetically favourable and cannot be the
ground state of this system.

The band-structure calculations are in agreement with this result, giving for a possible
ground state an antiferromagnetic arrangement of spins. The calculation of the exchange
coupling parameters has been done (Mankovsky [20]) also for an antiferromagnetic spin ar-
rangement in CrSe system. The geometry is the same like in the ferromagnetic case. The
exchange coupling parameters J;; are represented in Fig. 5.9 as a function of the distance.
As can be seen, the main features in the spin-spin interaction between nearest neighbours
seems to be unchanged. The Cr-Se magnetic coupling is negligible. The Cr(a)-Cr(a) mag-
netic interaction is smaller than in the ferromagnetic phase. The highest magnitude of the
coupling occur for the Cr(a)-Cr(b) pairs. The sign of the exchange-coupling parameters
shows us that in the antiferromagnetic phase, like in the ferromagnetic one discussed before
the magnetic energy introduced by the spin-spin coupling destabilise the system. As a con-
sequence we can expect that the magnetic ordering in the ground state of this system have
to be a non-collinear one.

In order to prove this conclusion, we performed SPR-KKR calculations for a non-collinear
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spin arrangement of the CrSe system. The spin configuration is shown in Fig. 5.7. The spins
of Cr(a) and Cr(b) atoms are tilted, having a tilt angle 6/2 in respect to the c axis. Fig. 5.10
shows the total energy as a function of the tilt angle §/2. One can see in Fig. 5.10 that the
spin configuration with § = 0° (ferromagnetic phase) is not favourable. Also, the spin con-
tiguration for 0 = 180° (antiferromagnetic phase) is not favourable, but is lower in energy
compared with the ferromagnetic phase. The configuration lowest in energy and in conse-
quence the most favourable one is the non-collinear spin arrangement having the 6 angle
about 80°.

On the basis of this result, we conclude that a non-collinear spin arrangement in the CrSe
is preferred. The SPR-KKR energy-band calculations and the calculations of the exchange
coupling parameters are in full accordance concerning the ground-state spin configuration
in CrSe system. One has to mention that the non-collinear spin configuration of the CrSe
system may be more complex and the refinement of the spin configuration is possible in
order to confirm a certain spin structure determined in experiment.

5.3.2 Non-collinear spin structure in CrTe system

The KKR calculation for the exchange-coupling parameters .J;; in CrTe has been done by S.
Mankovsky [20]. The exchange-coupling parameters are represented as a function of dis-
tance in Fig. 5.11 for a ferromagnetic spin configuration and respectively in Fig. 5.12 for a
antiferromagnetic spin configuration. Analysing the .J;; values for both spin configurations
one can see similarities with the CrSe system. The Cr(a)-Cr(b) exchange parameters have
considerably large negative values for the first coordination shell for both spin configura-
tions. For shells farther away, the Cr(a)-Cr(b) exchange parameters indicate slight magnetic
stabilities in the ferromagnetic case (Fig 5.11), while J;; oscillates in the antiferromagnetic
configurations (Fig. 5.12).

The energy of the exchange interaction between Cr(a) magnetic moments is negligible in
the ferromagnetic configuration, only the second shell gives a small positive contribution.
In the antiferromagnetic case, the Cr(a) - Cr(a) magnetic exchange interaction is positive for
all coordination shells, but the energy of this interaction is significant smaller than the cor-
responding energy of Cr(a)-Cr(b) nearest neighbours.

Our analysis on the J;; values cannot decide whether one of the ferro/antiferromagnetic
phase of CrTe is more stable. The SPR-KKR calculation for a non-collinear spin arrange-
ment in the CrTe system is required to give a clearer indication concerning the most stable
spin configuration. Considering the spin configuration shown in Fig. 5.7, the total energy
dependence on the half of the tilt angle between the spins is shown in Fig. 5.13.

As in the CrSe case, the spin configuration with 6 = 0° (ferromagnetic phase) and 6 = 180°
(antiferromagnetic phase) are not favourable. The spin configuration with the highest sta-
bility is non-collinear, as in the CrSe case. This result (see also [166]) is in agreement with
the phase diagram from Fig. 5.1 reproduced from Makovetskii [19]. Also, other experimen-
tal reports about non-collinear spin configuration in CrTe systems [152, 153, 154, 155, 156]
support our result.
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Figure 5.13: The total energy vs. tilt angle 6 for the spin configuration from Fig. 5.7. SPR-
KKR calculations for the CrTe system.

5.4 Band-structure calculations for the system CrTe,_,Se,

5.4.1 Magnetic moments

In order to investigate the influence of the Se/Te content on the ground state properties
of the CrTe;_,Se, system, we performed fully relativistic SPR-KKR calculations for the fer-
romagnetic phase of this system. The lattice parameters a and c used for band-structure
calculations have been derived considering that they have linear dependence on the Se con-
centration.

The behaviour of the Cr magnetic moments as a function of the Se concentration is pre-
sented in Fig. 5.14. As expected from the results for the stoichiometric compounds, the
total magnetic moments decrease with Se concentration, from 3.42 5 at 10% Se to 3.28 1
at 90% Se. The spin magnetic moment has a similar behaviour, decreasing with Se concen-
tration. As a consequence of fully relativistic calculations, we can give separate predictions
for the spin and orbital magnetic moments. As can be seen in Fig. 5.14, the orbital and spin
magnetic moments of the compound CrTe;_,Se, are parallel for x lower than ~ 0.25 % Se
and antiparallel for higher Se concentrations. The absolute values of the orbital moment are
lower than 0.012 5.
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Figure 5.14: The behaviour of the magnetic moments in CrTe;_,Se, system with increasing
Se concentration, as resulted from SPR-KKR calculations.

5.4.2 Magnetic ground state

As it was shown by Makovetskii [19], the magnetic ordering in the system CrTe;_,Se, is
very complex. As can be seen in the phase diagram in Fig. 5.1, there are several spin config-
urations for this system for different temperature ranges and Se concentration.

We were interested to determine the magnetic ground state for the concentration points

Aat Clat C/a

FM | 3.559 | 5.775 | 1.622
AF | 3.535 | 5.825 | 1.647
exp | 3.777 | 6.080 | 1.609

Table 5.7: The SPR-KKR-LSDA equilibrium lattice parameters of CrTe( 3,Sey 7o system for
AF and FM, compared with the experimental values ([5, 6, 7]).

close to the ferro- antiferromagnetic border, where the phase diagram didn’t give a clear
answer for the magnetic ground state of the system.

In order to establish the magnetic ground state, we have chosen the point with a concen-
tration of 70 % Se and performed fully relativistic SPR-KKR calculation for the system
CrTe( 305€e(.70 with ferromagnetic and antiferromagnetic spin configuration. The exchange-
correlation treatment was done within the local spin density approximation (LSDA) making
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Figure 5.15: The total energy of the system CrTe 3,Se( 7o as a function of lattice parameters,
as resulted from SPR-KKR calculations, using LSDA to describe the exchange-correlation
potential.
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Figure 5.16: The total energy of the system CrTe 3,Se( 7o as a function of lattice parameters,
as resulted from SPR-KKR calculations using the GGA to describe the exchange-correlation
potential.
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use of the Voskow, Wilk and Nusair exchange-correlation energy. The band-structure calcu-
lation for both magnetic states have been done with variable lattice parameters a and c. The
magnetic spin orientation within the unit cell is shown in Fig. 5.6.

Fig. 5.15 shows the total energy of the system in the ferro- and the antiferromagnetic states
as a function of lattice parameters a and c. The energy-surface was reproduced from indi-
vidual calculations, in such a way that the total energy fits the following equation:

Er = a1a® + asc® 4+ a3a®c® + aya’c + asac® + agac + aza + asc + E (5.3)

As can be seen, for both magnetic states, the total energy shows a minimum for a pair of
(@min, Cmin) lattice parameters. The antiferromagnetic state is lower in energy than the ferro-
magnetic state; the difference between the AF and the FM minimum energy of the energy-
surface is 6.1 mRy. The result of our SPR-KKR calculations gives a clear indication for an
antiferromagnetic ground state in this system.

The lattice parameters corresponding to the minima of this energy-surface, the so-called
equilibrium lattice parameters are shown in Table 5.7.The calculated equilibrium lattice pa-
rameters are smaller by ~ 6 % than the experimental values. This disagreement between the
experimental values and calculations is induced by the treatment of exchange-correlation
within the local spin density approximation (LSDA) which overestimates the binding and
lowers the equilibrium lattice parameters.

As a consequence, we repeated our calculations using the Perdew-Burke-Enzerhof (PBE)
version of the general gradient approximation (GGA) for the exchange-correlation energy.
The total energy surfaces have been constructed in the same way as for the SPR-KKR-LSDA
calculations, fitting Eq. (5.3). Fig. 5.16 shows the total energy surfaces for ferro- and antifer-
romagnetic state as a function of the lattice parameters a and c. Different from the SPR-KKR-
LSDA calculations, for certain ranges of the (a, ¢) lattice parameters, the ferromagnetic state
is lower in energy. There is a crossing of the ferro- and antiferromagnetic energy surfaces,
but the AF phase is still energetically favoured because the AF minimum is lower in energy
with 0.96 mRy than the FM minimum. The equilibrium lattice parameters shown in Table
5.8 are closer to the experimental values, the difference to these values being smaller than
2%.

Ajat Clat C/a

FM | 3.7132 | 5.9605 | 1.605
AF | 3.6563 | 5.9653 | 1.631
exp | 3.777 | 6.080 | 1.609

Table 5.8: The SPR-KKR-GGA equilibrium lattice parameters of CrTe 30Sey 7o system for AF
and FM, compared with the experimental values ([5, 6, 7]).
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5.5 Band-structure calculations for Cr;, .(Te;_,Se ), systems

5.5.1 Structural properties of Cr;,.(Te;_,Se,); compounds

The Cr;Tes compounds crystallise in a monoclinic or in a trigonal structure, depending
on the actual composition [148, 167]. It is expected that the cation substitution in Cr;Teg
will lead to new phases with distinct crystal structures and different physical properties.
Crs;Tes_,Se, samples were synthesised recently by Bensch et al. [10] directly from the ele-
ments via a high-temperature reaction with slowly cooling or quenching the products. An-
other approach was undertaken using the high-pressure high-temperature route [10]. The
crystal structures were determined with Rietveld refinements.

The quenched samples crystallise in the CdlI, type of structure (space group P3m1 or D3,)

a(A) cA) | c/a z

Cry.92(Teg gsSep.12)2 | 3.8577 | 5.9876 | 1.551 | 0.2525
CI'1_23(T€0.888€0_12)2 3.8615 | 5.9894 | 1.551 | 0.2531
Cr1,26(T80.88880,12)2 3.8709 | 6.0113 | 1.553 | 0.2521
Crl,gg(Te0,75Se0_25)2 3.8284 | 6.0087 | 1.569 | 0.2508
Crl.zg(Teo.ggseo.u)z 3.8757 | 6.0355 | 1.557 | 0.2522
Crl.gg(Teo.ggseo.m)Q 3.8994 | 6.0546 | 1.552 | 0.2515

Table 5.9: The lattice parameters for Cr;,,(Se/Te); non-stoichiometric trigonal compounds
[10].

shown in Fig. 5.17 (left), while a superstructure is identified for the samples Crs,,(Te/Se)s
which were slowly cooled to room temperature. Both structures are related to the NiAs-
type structure. In the quenched samples, the Cr atoms are completely disordered over the
Cr sites, while in Cr;.,(Te/Se)s the vacancies in the Cr layers are found partially ordered.
The trigonal symmetry of the quenched samples possess the following atom positions: Cr(a)
at (0,0,0),Cr(b) at (0,0,1/2) and Te/Se at (3, 2, z) and (£, 5, —z). One can see in Fig. 5.17 that
Cr(a), Cr(b) and Te/Se crystallographic positions define corresponding atom-layers along
the c axis which alternate in the sequence Cr(a), Te/Se, Cr(b), Te/Se. The value of z is close
to 0.25, which would correspond to equal distances between the Cr(a), Cr(b) and Te/Se lay-
ers.

The SPR-KKR band structure calculations have been performed for the quenched samples
of type Cri1,(TepssSep.12)2 and Cri4,(Teg 755€0.25)2 with x between 0.21 and 0.33, prepared
by Bensch et al. [10]. The lattice parameters and the z values are presented in Table 5.9.

The neutron diffraction measurements performed by Bensch et al. [10] show that the Cr(a)
plane at z = 0 and the Te/Se planes are fully occupied, whilst the Cr(b) plane at z = 5 is
only partially occupied. The coherent potential approximation (CPA) described in section
2.3.1 is used to deal with these compounds. Using the CPA, a random distribution of Se/Te
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Figure 5.17: The structure of the non-stoichiometric Cry;,Q, (Q=Te/Se) compounds (left).
The crystal structure of Cr; ., Tes (right) [10].

atoms within the chalcogen planes and a random distribution of the vacancies within the
Cr(b) layer is considered.

5.5.2 Preferential site occupation

The neutron diffraction data (Bensch et al. [10]) concerning the site occupation in the sys-
tems Cry.(Te/Se), systems was questioned. The layer of Cr at z = 0 denoted by a (see Fig.
5.17, left) is fully occupied, whilst the plane of Cr(b) at = = 1/2 is only partially occupied.
The preference of Cr atoms for one of the layers must be energetically determined and it
must be reflected in the variation of the total energy if a certain percentage of Cr is moved
from Cr(a) to Cr(b) layer.

In order to verify this supposition, we performed SPR-KKR band-structure calculations to
evaluate the variation of the total energy of the system, considering that x % of the Cr(a)
atoms are moved into Cr(b) plane, according to the scheme: Cr; (Crys(TessSep12)2 —
Cr{_,Crb_ ,s(TegssSep 12)2. As can be seen in Fig. 5.18, a positive variation in the total en-
ergy of the Cr 5(Tep ss5eq.12)2 system is produced by moving Cr atoms from Cr(a) to Cr(b)
planes. This variation in the total energy increases almost linearly with x, the amount of the
moved Cr atoms. The increasing of the total energy for this transformation shows clearly
that the Cr(a) sites are preferential occupied by Cr atoms. If the Cr concentration would
increase in this system, the Cr(a) plane would be occupied first. Only after the Cr(a) plane
have been fully occupied, the Cr atoms start to populate the Cr(b) plane.
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Figure 5.18: The SPR-KKR total energy variation of the system Cr; .s(TegssSep12)2 as a
function of Cr concentration x moved from site a to site b, according to the scheme:
Cr1.0Cro.28(Teg s35€0.12)2 — Cr(ll—xcr?c+0.28(Te0.888e0.12)2-

5.5.3 Density of states and magnetic moments

The spin-resolved density of states for three systems of Cr,,(Te/Se), type are presented in
Figs. 5.19, 5.21 and 5.20. The main features of the DOS for these compounds are the same
as for the binary Cr chalcogenides, namely the s-band at lower energy and the d-p band
crossing the Fermi level. The difference appear in exchange-splitting and in the separation
of the p-like and d-like peaks in the d-p band. For both majority and minority states, the d-p
separation is lower in these trigonal compounds than in the CrTe/CrSe of NiAs-type.

The magnetic moments for Cr;,,(Te/Se), obtained by SPR-KKR band-structure calcu-
lations are presented in Tables 5.10 and 5.11. As can be seen in Table 5.10, the magnetic
moments of Cr on Cr(b) sites are about 25 % smaller than the magnetic moments on Cr(a)
sites. We find an increase of the Cr(a)/Cr(b) magnetic moments with an increase of the Cr

Table 5.10: Magnetic moments in trigonal Cr1,(Te( ssSep.12)2 non-stoichiometric compounds

(in pp).

r=022]2=023|2=026|2=028 |2 =0.33
Cra| 2955 2.965 3.002 3.031 3.107
Crb| 2199 2.199 2.343 2.43 2.458
Te -0.200 -0.203 -0.202 -0.203 -0.206
Se -0.282 -0.286 -0.283 -0.285 -0.283
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Figure 5.19: Spin-resolved DOS of the system Cr; 53(Teg ssSep.12)2 obtained by SPR-KKR cal-
culations.
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Figure 5.20: Spin-resolved DOS of the system Cr; 55(Teg ssSeq.12)2 obtained by SPR-KKR cal-
culations.
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Figure 5.21: Spin-resolved DOS of the system Cr; 55(Teg 755€0.25)2 obtained by SPR-KKR cal-
culations.

Cr 25(Teg.gs5€0.12)2 Cr 28(Teg.755€0.25)2
Mespin(B) | Morb(11B) | Mspin(1B) | Mors(1B)
Cr(a) 3.019 0.011 2.962 0.007
Cr(b) 2.407 0.023 2.356 0.020
Te -0.194 -0.008 -0.188 -0.008
Se -0.281 -0.003 -0.270 -0.003

Table 5.11: Magnetic moments in trigonal Cr; 56(Tep ssSeq.12)2 and Cry 96(Tep 75 Sep.25)2 non-
stoichiometric compounds (in x5).

content of the system. The average magnetic moments on Cr are in these Cry,,(Te ssSep.12)2
non-stoichiometric compounds about 20 - 25 % smaller compared with the corresponding
values in CrTe;_,Se, for z = 0.12.

We should note also the magnitude and the sign of the magnetic moment on the chalcogen
atoms. Their magnetic moments are antiparallel with the Cr moments and their magnitude
is significantly increased compared with the values of chalcogen atoms magnetic moments
in CrTe,_,Se, (see Fig. 5.14). The chalcogen magnetic moment for non-stoichiometric com-
pounds is almost independent on the Cr content. The negative magnetic polarisation of
Te/Se atoms is explained by Dijkstra et al. [138] by a covalent mixing of Cr 3d and chalcogen
p-bands. The calculated DOS of Cry.,(Te/Se), systems is in agreement with this supposi-
tion [168].

For the compounds with the same Cr content (z = 0.28) but different Te/Se ratio, the mag-
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netic moments are presented in Table 5.11. The magnetic moments on Cr are slightly in-
fluenced by the chalcogen content. The enhancement of Cr magnetic moment with the Te
content follows the general trend, as it was found for CrTe,_,Se, binary alloys.

5.6 Band-structure calculations for (Cr,Ti;_,);Teg systems

Depending on the actual composition and the thermal treatment the binary Cr telluride
Cr;Teg crystallizes in a monoclinic (m) or trigonal () structure [148]. Both structures are
derived from the hexagonal NiAs structure type by successive removal of Cr atoms from
every second metal atom layer parallel to the crystallographic c axis. The monoclinic (m)
phase is stable within the composition range Cr;4oTeg - Cry9sTes, whilst the stability of the
trigonal phase covers the composition range Cr, osTes - Cry s0Tes. Within the fully occupied
metal atom layers the CrTes octahedra share common edges, the connection of the octa-
hedra between full and metal deficient layers is achieved via common faces. The Cr - Cr
distances within the full metal atom layers are longer than 3.8 A excluding direct magnetic
exchange interactions. In contrast, the Cr - Cr separation across the common faces are about
3 A favouring direct magnetic exchange.

By magnetisation measurements on this system Bensch et al. [169] found out that the mon-
oclinic to trigonal transition and the change of Cr content leads to important changes in the
magnetic properties of this system. The system Cr;Tes is ferromagnetic, but a small change
in the Cr content leads to important changes in the Curie temperature: if for the m-Cr; 15Teg
phase the Curie temperature is 180 K, for t-Cr, 35 Tes phase the Curie temperature is 240 K.
Other experimental measurements [170] show for a monocrystalline sample of Cr;Tes a
Curie temperature of 240 K. Also, the magnetisation measurements along different direc-
tions show a strong magnetocrystalline anisotropy of this system. Unfortunately, the crys-
talline structure characterisation of the samples used in these measurements are missing.
The pseudo-binary compounds (Cr,Ti;_,)sTeg crystallize in the trigonal structure. Accord-
ing to the experimental measurements performed by Bensch et al. [171] for CrTi,Teg system,
the substitution of Cr by Ti drastically alters the magnetic properties of the samples. A tran-
sition into the ferromagnetic state is observed at about 100 K. Susceptibility measurements
performed in the zero field cooling (zfc) and field cooling (fc) mode show a divergence of
the zfc and fc curves below about 100 K indicating spin glass behaviour. The magnetic mo-
ments on Cr are smaller than the reported values for binary CrTe compounds, showing a
value of 2.13 up.

The magnetic susceptibilities of Cdl,-type (Cr;_,Ti,)sTes have been measured by Hatake-
yama et al. [172] for the range 0 < z < 1. The Curie temperature deduced from susceptibil-
ity measurements steeply decreases with the increasing of z. The decreasing slope becomes
smaller in the range of higher x (z > 0.3).

A remarkable magnetovolume effect in (Cr;_,Ti,);Tes systems has been reported [173]. The
variation of Curie temperature with pressure have been studied for (Cr;_,Ti,);Tes and
(Cry_,V;)s5Tes system. The results show that the pressure needed to destroy the ferromag-
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netic phase decrease with increasing « [173] more pronounced for (Cr;_,V,)sTeg than for
(Cry_,Ti,)sTes systems. This is a second proof that Ti as well as V atoms alters the magnetic
phase of the Cr;Teg system. Also, the measurements of magnetic moments of Cr deduced
from saturation of magnetisation in (Cr;_,V,)sTeg systems [174] show a value of 1.9 p5/Cr.
This value is remarkably lower than that (~ 3.0 up) expected on the localized moment for
Crit.

These arguments have been brought to underline the strong dependence of the magnetic
properties of (Cr,Ti;_,)sTes systems into the composition and crystalline structure. The aim
of the SPR-KKR calculations is to give a new insight on the properties of these systems. The
interesting questions about the change of the magnetic moments with the Cr/Ti ratio in the
systems and the preferential occupation of Cr and Ti atoms on different crystallographic
sites can get good grounded answers by complementing the experimental work with calcu-
lations of the ground state properties.

5.6.1 Structural properties of (Cr,Ti;_,);Tes compounds

The crystallographic structure of trigonal Cr;Teg is complex, being refined in the space group
P3m1 with four crystallographically different sites for both Te and Cr. This phase contains
two-dimensional planes of Cr and Te alternating along the c direction. The Te layers are
fully occupied, whilst in the Cr layers there are vacancies. The crystallographic structure
determined by Bensch et al. [148] takes into account the ordering of the vacancies in the
metal layers. For the present calculations we will make use of the reduced model, denoted
Cry 95Te;. Within this model, the vacancy ordering in the metal layers is not taken into ac-
count and a random distribution of the vacancies in the metal layers is considered. In this
reduced unit cell, the axes @ and ¢ are half as the values reported by Bensch et al. [148].
The same reduced model will be used for (Cr,Ti;_,);Tes systems, denoted now due to this
simplification as (Cr,Ti;_;); 25 Te; systems.

The Cr/Ti atoms are located on two crystallographically different sites, namely on (0,0, 0)
and (0,0, 1/2). The Te atoms occupy the sites (1/3,2/3,2) and (2/3,1/3, —z) where the pa-
rameter z govern the interlayer separation and is not determined by symmetry. This occu-
pation leads to a Cdl, type of structure. In these Cdl,-like structures, the metal atoms are
surrounded by the octahedral arrangement of Te atoms. For an ideal octahedral arrange-
ment, the z value is 1/4 which is close to the observed value (see Table 5.12). The lattice
parameters of the systems (Cr,Ti;_,); .25 Te, are listed in Table 5.12.

The structure is similar to the non-stoichiometric Cr;.,(Te/Se), structure presented in
Fig. 5.17. The Cr and Ti atoms are distributed into the metal-layers at z = 0 and z = 1/2.
From the experimental data it was determined that the layer at z = 0 is fully occupied with
atoms, whilst the vacancies appear into the z = 1/2 layer. The position of Ti cannot be
determined unambiguously making use of the experimental methods [171]. The neutron
diffraction experiments performed in order to determine the Cr/Ti distribution in TiCr4Tes
showed that a statistical distribution of Cr/Ti over the z = 0 and z = 1/2 layers has to be
favoured.
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r=0|2=02|2=04|2=06|2=1.0
ag (A) 3.8309 | 3.8434 | 3.8508 | 3.8608 | 3.8735
Co (A) 6.4076 | 6.3703 | 6.3186 | 6.2598 | 6.1266
cofap | 1.6726 | 1.6575 | 1.6408 | 1.6214 | 1.579
z 0.2622 | 0.2606 | 0.2583 | 0.2547 | 0.2540

Table 5.12: The lattice parameters for (Cr,Ti;_,)1.25Tes systems measured by Bensch et al.
[10]. The value of z is given in units of c.

From the literature it is known [175, 169] that the magnetic properties of Cr-Te systems
are not only influenced by the Cr:Ti ratio, but also that they are very sensitive to the in-
teratomic distances and c/a ratio. In order to establish a possible dependence, the inter-
atomic distances in (Cr,Ti;_,)1 .25 Tes systems are presented in Table 5.13. The shortest dis-

r=00|2=02|2=04]|2=06|2=1.0
dv-n (A) | 3.204 3.185 3.159 3.129 3.063
drr—Te (A) 2.730 2.731 2.727 2.723 2.710
ATe—Te (A) 3.893 3.882 3.863 3.843 3.793

Table 5.13: The average interatomic distances in (Cr,Ti;_;)1.25Te; systems. The Cr/Ti atoms
are denoted by M.

tance between the metal atoms is ¢/2 followed by a. The average distance between the metal
atoms (M=Cr/Ti) and Te atoms is calculated using the formula dy;_7. = \/(a/3)2 + (c/4)2,
whilst for the shortest distance between Te atoms the following formula is used: dre_r. =
V/(a/3)2 + (c/2)2. As it can be seen in Table 5.13, the metal-metal and metal-Te distances
steeply decrease with Cr content. The interatomic distances presented here are in agree-
ment with the interatomic distances (dr._r. between 3.79 and 3.90 A and d,;_7. between
2.71 and 2.73 A) in Cr, _, Ti, Te, compounds reported by Hatakeyama et al. [173].

5.6.2 Preferential site occupation

As the position of Ti cannot be determined unambiguously by the experimental methods,
we tried to determine it making use of energetic considerations. We performed SPR-KKR
band structure calculations in order to determine the total energy of (Cr,Ti;_,)1.25Tes sys-
tems. We used in our calculations the lattice parameters measured by Bensch et al. [10]. We
started from the supposition that Cr and Ti are statistical distributed on the sites (0, 0,0) and
(0,0, 1/2) within the trigonal unit cell described in the previous section. We will denote in
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the following discussion the site (0, 0, 0) as site a and respectively the site (0,0, 1/2) as site b.
First we tried to determined if one of the crystallographic sites a or b is favoured when the
metal content of the system is increased. The calculation was performed for Cr; 55Te, sys-
tem, making the supposition that a certain percentage of Cr content is moved from site a
to site b, according to the scheme: Cryo5Tes — Crf_,Cr?. ,-Te,. The variation of the total
energy as a function of Cr concentration moved from site b to site a is presented in Fig. 5.22.
The total energy increase if the Cr atoms are moved from site a to site b, so we can conclude

0.02 . . . .

|
0.015 0.02

|
0.01
X (% Cr)

L —yr

Figure 5.22: The SPR-KKR total energy variation of the system Cr;,;Te; as a function
of Cr concentration x moved from site a to site b, according to the scheme: Cr;5Te; —
Cri_,Cry g25Teo.

that the site a is occupied first. If the Cr concentration would increase in the system, only
after the site a is fully occupied Cr atoms starts to populate the site b. This conclusion is
supported by the experimental results showing the vacancies on the b sites of the Cr; o5Te,
systems.

In order to determine the distribution of Cr and Ti atoms on the sites ¢ and b, we started
firstly from the supposition that site a is occupied with Cr and Ti. Secondly, we supposed
that the distribution is statistical determined and the occupancy of a certain site (a or b)
is proportional with the concentration of Cr/Ti in the compound. This means that for the
(Cro.4Tig 6)1.25 e, the occupation is given by the formula (Crg 4Tig )*(Cro 1 Tig 15)" Teo. We sup-
pose now that a certain percentage (denoted by ¢§) of Cr atoms is moved from site b to site q,
according to the scheme: (Crg 4Tig6)*(Cro.1Tio.15)°Tes — (Cro.atsTios—5)*(Cro1—sTio.1545) "Tes.
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Figure 5.23: The SPR-KKR total energy variation of the system (Crp4Tipe)125Tes as a
function of Cr concentration § moved from site b to site a, according to the scheme:
(Cro.4Tig.6)*(Cro.1Tip.15)"Tey — (Croa45Tio6—5)*(Cro1—sTio.15+5) “Tea.

The SPR-KKR calculations have been performed for the (Cr4Tip6)1.25Tes system and the
variation of the total energy as a function of ¢ (the percentage of Cr moved from site b to site
a) is shown in Fig. 5.23.

The total energy of the system (Cr( 4Tij¢)1.25Tes increase if Cr is moved from site b to site a.
The system with the lowest energy (for 6 = —0.15) is described by the formula:
(Cro.25Tig75)*(Cro25)’Tep.  This result reflects the preference of Ti atoms for site a and re-
spectively of Cr atoms for site b. The SPR-KKR calculations performed for the other systems
of (Cr,Ti;_;)1.05Tes type with z = 0.2 and « = 0.6 give similar results.

These results allow us to conclude that the occupation rule in the system (Cr,Ti;_,), Te, are
the following:

a) increasing the y content, the Cr/Ti atoms occupy site a completely

b) if site a is occupied, put Cr on site b

5.6.3 Density of states and magnetic moments

The density of states for ferromagnetic (Cr,Ti;_;)1.25Tes systems with 0.2 < z < 1.0 have
been calculated using the SPR-KKR method. The spin-resolved density of states of the sys-
tems with x = 0.2, v = 0.4, x = 0.6 and « = 1.0 are presented in Figs. 5.24, 5.25, 5.26 and
5.27. One should note that the densities of states presented here have been calculated for the
systems which obey the occupation rules derived in the previous section.
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Figure 5.25: The spin-resolved KKR density of states of (Crg ¢Tip.4)1.25Tes
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Figure 5.26: The spin-resolved KKR density of states of (Cr( 4Tig ¢)1.25Tes.
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Figure 5.27: The spin-resolved KKR density of states of (Cr 2 Tip.s)1.25Tes.
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r=02|2=04|2=06|2=1.0
Exchange splitting Cr(a) (eV) 1.5 24 25 2.2
Exchange splitting Cr(b) (eV) - 1.8 1.8 1.8

Table 5.14: The exchange splitting of Cr 3d in (Cr,Ti;_,)1 25 Tes compounds. Cr(a) and Cr(b)
denote the two crystallographic sites of Cr in P3m]1 trigonal symmetry.

A photoemission study (Shimada et al. [175]) has disclosed the electronic structure of Cr;Tes.
If one assume the valence —2 for Te atoms, the nominal number of d electrons in CrsTeg sys-
tem is 2.8 electrons per Cr atom. Because Cr atoms are octahedral surrounded by Te atoms,
the Cr 3d orbitals split into threefold degenerated t,, orbitals and respectively twofold de-
generated e, orbitals. If one assume a high spin configuration for Cr ions, the ¢4, orbitals
are almost filled, whilst the orbital e, T is empty. The ¢y, and e, orbitals are unoccupied.
From the photoemission study of Cr;Teg system it was found that the electron correlation
effect is very important in this system which means that electrons tend to localize on the
atom rather to extend over all the crystal.

As one can see in the Figs. 5.24, 5.25, 5.26 and 5.27, the density of states of (Cr,Ti;_;)1.25Tes
systems keep the characteristics of the DOS of the Cr-Te systems. The contribution of Te is
less affected by the Cr:Ti ratio. Also, the exchange-splitting is less visible in the case of Te
minority /majority bands. A visible change appear due to the Cr contribution to the total
DOS. One can see in particular changes into the position of the minority /majority d-like
contribution of the Cr partial DOS. One can estimate that the splitting between the d-like
majority /minority peaks of Cr increase when increasing the Cr concentration. The exchange
splitting of Cr-3d estimated from the DOS calculations is listed in Table 5.14.

The Ti contribution is small in the occupied part of the valence band, the prominent peak
of Ti partial DOS being located above the Fermi energy. The exchange splitting of the Ti
contribution to the total DOS is weak and less affected by the Ti concentration. One should
note that in Figs. 5.24, 5.25, 5.26 and 5.27 the partial DOS of each component is weighted by
its concentration in order to get the total DOS.

If one considers the rigid band model, because Ti has less valence electrons like Cr, substi-
tution of Ti in the Cr; 55Te; system would decrease the number of valence electrons and the
Fermi level £y would shift to lower energies in the t,, band. If one compares the DOS of
(Cr,Tii_z)1.25Tes systems with increased Ti content, the picture of band structure looks to be
more complex than it is suggested in the rigid band model.

The SPR-KKR magnetic moments for (Cr,Ti;_,); 25Te; compounds are presented in Table
5.15. The calculation of the magnetic moments has been done respecting the preference of
the Cr/Ti atoms for one of the two different metal sites into the unit cell. The calculations
for Ti; 95Te; show that this system is non-magnetic.

The magnetic moments of Cr on site a are less influenced by the Ti content in the system,
an increase of Ti content to 60 % in the system increase the magnetic moment of Cr on the
site a by about 2%. The decrease of the magnetic moments of Cr with the increase of the Cr
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x=0.2 | x=04 | x=0.6 | x=1.0
Cra 3.114 | 3.080 | 3.043
Crb | 2394 | 2417 | 2.499 | 2.487

Te | -0.014 | -0.080 | -0.120 | -0.206
Tia | 0.056 | 0.046 | 0.076
Tib 0.164 | 0.178

Table 5.15: The SPR-KKR calculated magnetic moments in in (Cr,Ti;_,)1 25 Te; compounds.

content in the system (and implicit in the Cr(a) layer) is not unusual. The variation if the
magnetic moment with the Cr:Te ratio in the systems Cr,TiSe; reported by Titov et al. [176]
show a similar behaviour. The magnetic moment of Cr on site b is more sensitive to the Cr:Ti
ratio in the system. For Cr(b), the magnetic moment increase with about 4 % with increasing
of the Cr content in the system from z = 0.2 to x = 1.0.

The magnetic moments induced on Ti atoms are rather small compared with the Cr mag-
netic moments. The magnetic moments of Ti atoms are depending very much on the crys-
tallographic site occupied by those atoms. For the Ti atoms sitting on site b, the magnetic
moments are about 2-3 times bigger than the Ti(a) magnetic moments.

As in the Cri,,(Te/Se); systems, one can see also for the Te atoms in the
(Cr/Ti); 25 Te, systems a small negative magnetic moment. The Te magnetic moments are
sensitive to the Cr:Ti ratio in the system, increasing about 14 times if the Cr content in the
system is reduced with 60%. According to the scheme proposed by Dijkstra et al. [138]
for the polarisation of Te 5p orbitals, one can say that the Cr-Te covalency is producing a
negative magnetic polarisation of Te 5d orbitals, less pronounced with decreasing of the Cr
content.

Concerning the magnetism of (Cr,Ti;_;); 25Tes systems, one can conclude that a) Cr mag-
netic moments are site-dependent, but the magnitude of the magnetic moment is less influ-
enced by the Cr:Ti ratio and by the change of the lattice parameters in the system; b) The
magnetism of Ti and Te atoms is negligible compared with Cr magnetic moments.

Our calculations invalidate the supposition that the substitution of Cr by Ti drastic alters the
magnetism of (Cr,Ti;_;).25Tes systems. The drastically decrease of the Curie temperature
in those systems with increasing Ti content could have other sources. This could be a struc-
tural transition at 7" < T for example.

The rather big magnetic moments on Cr (~ 3.0up and ~ 2.5up) are not in agreement with
the values obtained from magnetisation measurements (2.13.:5) [171]. This disagreement
has been often reported in the literature for Cr-Te systems ([156, 155, 154, 153]), suggesting a
spin glass magnetic behaviour. We suppose that a non-collinear/spin glass magnetic struc-
ture in Cr-Ti-Te compounds would explain the disagreement between the measured and
calculated magnetic moments.
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5.7 Conclusions

The band structure calculations performed for Cr-chalcogenide systems show a variety of
magnetic properties of this systems, depending on the composition and on the structure of
the system. We found indications for a non-collinear spin structure in Cr-Se and Cr-Te sys-
tems. Our results are in agreement with the phase diagram of Makovetskii (1986) [19].

The Cr magnetic moments in the CrSe, Te; _, alloy show a strong dependence on the Se:Te ra-
tio, in agreement with the individual magnetic moments of Cr in CrSe and CrTe compounds
[8]. The phase stability of ferro-/ antiferromagnetic spin configuration of CrTe;_,Se, alloy
was discussed for = = 70% Se. The antiferromagnetic phase was found lower in energy.
The band structure calculations for non-stoichiometric Cr;,,Q, (Q = Te/Se, Te:Se = 7:1) with
x between 0.21 and 0.33 show a site occupancy preference of Cr atoms within the trigonal
structure. The magnetic moments of Cr depend on the crystallographic site occupied by Cr
atoms and on the Cr content of the system.

Based on the SPR-KKR band structure calculations, we determined the occupation rules of
Cr and Ti atoms on crystallographic sites inside the unit cell. The Ti substitution in Cr; o5 Te,
systems show a slight influence on the magnetic moments of Cr atoms despite the pro-
nounced changes of the lattice parameters.



Chapter 6

Summary

Nowadays, the research aiming to discover new materials with technological applications
needs to be supported by reliable theoretical descriptions. The subject of this work was
to use the SPR-KKR formalism to investigate the ground state properties of materials from
Cr-chalcogenide class and to describe the spectroscopic properties (Compton scattering and
positron annihilation) of different metallic systems.

The fundamentals of the theoretical approach applied are presented in Chapter 2. In par-
ticular, the basics of the density functional theory (DFT) used to reduce the many-body
electron-electron interaction to single electrons moving independently in an effective poten-
tial, together with the SPR-KKR formalism used to solve the electronic structure problem
are discussed in detail.

This theoretical formalism is applied to get the description of the (magnetic) Compton pro-
tile, as it was shown in Chapter 3. The experimental MCP of Fe and Ni are very good de-
scribed by the SPR-KKR theoretical spectra. If for Fe and Ni the accuracy of the KKR descrip-
tion of the experimental results is comparable with other theoretical descriptions (FLAPW,
LMTO, APW), the quality of the KKR description of MCP spectra is evidenced when deal-
ing with the systems that contain rare earth or actinide atoms. As can be seen for Gd, the
KKR method gives better results compared with the full-potential method (FLAPW), show-
ing that the fully relativistic treatment of this systems is decisive for the MCP description.
The investigation of the influence of the spin-orbit coupling on the KKR MCP spectra of Gd,
Y0.33Gdo 62 and UFe, show that the relativistic effects cannot be neglected in the study of
these systems. Also, the agreement between theory and experiment in the case of the MCP
spectra of UFe, spectra is slightly enhanced when the orbital polarization is included.

The description of the 2D projection of the electron momentum density was derived. As it
has been shown, the SPR-KKR 2D projection perpendicular to the [001] direction of bcc Fe
gives a good description of the experimental reconstructed spectra.

The KKR formalism allows us to decompose the MCP spectra into partial contributions of
the orbitals, as it was shown for Fe and Fe;Pt. As the overall shape of the MCP is character-
istic of the particular localization of each orbital, this is a useful method to get informations
about the orbital localizations and the spin polarization of the orbitals. For the systems with
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many atoms per unit cell, the decomposition of the MCP spectra into the atomic-like partial
contributions and an interference term show that the contribution coming from interference
term is crucial for the MCP analysis.

The formalism which describe the positron annihilation is presented in Chapter 4. The 2D
projection of the electron-positron momentum density allows to analyse the experimental
2D-ACAR spectra, as it was shown in the case of V. A further extension of this formalism
can be done in order to determine the topology of the Fermi surface of metals, which in
practice is reconstructed from 2D-ACAR data.

The experimental work performed by the group of Prof. Bensch on the preparation and
determination of the structure and the magnetic properties of Cr-chalcogenide systems was
completed by theoretical calculations of the ground-state properties, as it was shown in
Chapter 5. The SPR-KKR method was used with success to determine the density of states,
the magnetic moments and the occupation rules of the crystallographic sites for the com-
pounds of type Cry,(Te;_,Se, ), and (Cr,Ti;_,)sTes.

A complementary approach to investigate the magnetic behaviour of solids using a micro-
scopic model of the magnetic interaction was combined with the SPR-KKR band structure
calculations in order to determine the magnetic ground state of the CrSe and CrTe systems.
According to this investigation, the magnetic ground state of CrSe and CrTe systems was
found to have a non-collinear spin configuration, in agreement with the phase diagram
determined by Makovetskii [19]. Nevertheless, combining this method with the neutron
diffraction data suggesting a certain type of spin arrangement can be a useful tool to estab-
lish the full spin configuration of the magnetic systems with non-collinear spin configura-
tion.

The influence of the exchange-correlation treatment on the equilibrium lattice parameters
for CrSe,Te;_, alloy was investigated. Using the GGA treatment of the exchange-coupling
energy, the equilibrium lattice parameters differ from the experimental values by less than
2%, whilst the LSDA give an error of about 6%. The antiferromagnetic spin configura-
tion found was lowest in energy for the equilibrium lattice parameters for both exchange-
coupling treatments. Further extension for non-collinear spin configurations could give more
information about the stability of the magnetic phase.



Appendix A

Green’s function in momentum
representation (Compton)

In order to calculate the Green’s function in momentum representation, one has to introduce
the site-diagonal and non-site diagonal expression for the Green’s function in the coordinate
representation, together with the formula describing the eigenfunction in the momentum
representation:

G, (0,7, E) = NQ/d3 /d?’r/ (F)SGT (7, 7', E)®pry (F7) (A.1)

Fig. A.1 shows the vectors used, with the Bravais vector R, giving the position of the nth cell
origin and the basis vector R, giving the position of the gth site inside the nth cell. According
to this notation and considering that the origin of the reference system is the origin of the
nth cell, the momentum representation Green’s function reads as:

1
G, 7. E) = 52D / d*ro, / &Pty U, e Pt B QG (7, 7,0, )
q n'q

IGP(T ’ /+R /+R /)
m

[Z%ZZW (o )P0 (B) 28 (7 )
AN

- Z Z/q\a (Png<, E) J/(iax (Thg>> ) Uﬁm’seiﬁ(%q+Rq)
1 ! 3 3 —Zp 7 +Rq)
+52;/drﬂq/d HU~ 01
q n'q
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Figure A.1: The vectorial configuration for the Green’s function formula A.1
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The formulation presented allows a direct application to disordered system, in which case
the resulting expression represents the corresponding configurational average. In addition
one should note that the final expression has been split into four terms: a pure single-site
term, two site diagonal terms and a additional site-off-diagonal term.
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Appendix B

Matrix elements (Compton)

The calculations of the matrix elements which enter in Eq. (3.23) is based on the expression
for the momentum eigenfunction ®,,,:

Gpm,(7) = Upm, ™"
_ EP + ¢ 12 . Xms eiﬁf
2Ep + 62 E‘:;OECZ Xms

B Ep4+ A\ o onmas Ji(pr)xa(?)
= A <2E,,+c2) XA:Z CiY (p)< 522 ji(pr)x-a(7) )

E+C2]l
c? 2
By=3 (\/1+4%—1>

Using the previous expression of the momentum eigenfunction and the regular solutions of
the Dirac equation for a spherical symmetric potential (see Eq. (2.106)), the matrix elements
occurring in the expression for the momentum representation of the Green’s function are

given by:

with
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with

Using the orthogonality of the spin-angular functions, (< x(7)|xa~ () >= da a~), one has:
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Appendix C

Green’s function in momentum
representation (Positron Annihilation)

C.1 Site-diagonal contribution

The following section gives the various steps to transform the site-diagonal contribution in
the first two terms of Eq. (4.8).
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C.2 Site-off-diagonal contribution

This section describes in detail the transformation of the site-off-diagonal (third) term of Eq.
(4.8).
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this implies: I(A,) = 0and u(A,) =m, A" =A" = A
see evaluation of lattice sum below
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C.3 Lattice sum

Evaluation of the lattice sum occurring in the positron annihilation (see Eq. (4.8)):
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Appendix D

Matrix elements (Positron Annihilation)

The matrix elements entering in Eq. (4.10) are worked out in this section:
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Comparison of the positron-annihilation matrix elements with those of Compton scattering:
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