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Introduction

Electronic correlations have always played a fundamental role within Physics in general and
in the field of condensed matter in particular. As an example for the latter it is enough to
think about the agreed but not yet understood key role of correlations in superconductivity
both from carbon nanotubes [1] and Cu€@mpounds [2, 171], as far as the so-called high

T, superconductors are concerned. Moreover electronic correlation is stated by many as the
main cause of the breakdown of one-hole picture in the electronic structure of transition
metal mono-oxides like NiO and CoO, which resulted in the introduction of the now famous
Mott-Hubbard picture of insulators [4, 5, 6]. In these cases an extra complication arises from
the remarkable contribution of magnetic ordering. The AF (Anti-Ferromagnetic) one in fact
is another interesting correlation phenomenon occurring in these dxidtsch contributes

to complicate diagnosis for these materials.

From the few above examples one can already understand the growing interest into the
deepening of our knowledge about this topic. To this end the well known property of being a
local probe for electronic correlations qualifies the Auger spectroscopy as the most suitable
instrument to draw out such a kind of information from the measured spectra. In particular
Auger spectra from solids with incompletely filled valence bands, which represent a theo-
retically still unsettled field, are promising from this point of view. They are characterized
in fact by many complications besides the ones which are typical for closed band materials.
They just arise from the increased number of degrees of freedom that are available for holes
delocalization and so are all deeply rooted in correlation mechanisms.

INIO and CoO are both AF insulators below theirdlleemperatures, at 525 and 289 K respectively.
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1 — INTRODUCTION

The present work is set within this framework and its task is to gain a deeper view on
electronic correlations trying to explain Auger spectra from open band materials. Each one
of the models we developed, and which will be presented in Chapter 4, represents in fact
a little step forward towards a full understanding of the manifold and complex structures
which populates this kind of spectra.

To this end we started modifying models for closed band solids so as to apply them to ma-
terials with not completely filled valence bands, such as for example the case of Copper,
HOPG Graphite and single walled carbon nanotubes. After having built up an ab-initio ap-
proach to set free theoretical Auger patterns from experimentally determined parameters,
we concentrate on the first application of a new time-dependent approach, the Gutzwiller
approximation, to Cu@planes, having a quite half filled valence band. This case repre-
sents the maximum level of complication one can currently deal with as far as Auger spectra
from open bands are concerned. For this level of filling in fact there are no existing theories
which are able to explain this kind of spectra and surely closed bands approaches cannot be
confidently applied.

The last model that will be presented is aimed to disentangle some of the sharpest features
that may be present in an Auger spectrum from the ones due to the corresponding parent
diagrammatic lines. These peaks are due to three holes structures originating from Coster-
Kronig preceded Auger transition and, as it will be shown in Chapter 4, both their shape and
position on the kinetic energy scale are strongly influenced by the magnitude of Coulomb
interactions; similar remarks are known to hold for the two holes structures produced by the
simpler Auger transitions.

My contribution to this project has been to help the development of several of the theoret-
ical models which my group has worked upon, and most importantly to analyze the findings
of our computations and simulations. The research has involved many modeling decisions,
a thorough study of the equations and the creation of software (in many cases directly from
scratch) to solve these equations.

In summary, | have been involved in nearly all phases of the project from its very beginning,
including the presentation of the results to conferences and the writing-up of the research
papers, both published and in preparation.

This thesis work is organized as follows: the first two chapters are devoted to build
the theoretical basis for the models which have been developed and discussed within this
thesis. The aim of Chapter 2 is in fact to draw an introduction to the basic features of
Auger transitions and the theories used till today to predict the characteristic spectra they
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produce. Chapter 3 instead focuses on the description of the Gutzwiller approximation: a

time-dependent theory we used for the first time as an alternative approach to foresee Auger
spectra from materials whose valence bands are not completely filled.

Chapter 4 is entirely dedicated to the description of the models we developed and their ap-
plications, while at last Chapter 5 recollects together all the achieved results drawing some

conclusions.






A Little Bit of Augerology

Diving into the main features of the Auger processes to discover and deepen the promising
information they give is the aim of this chapter. Since decades in fact the study of this kind
of transition has played a fundamental role in improving our knowledge about the nature and
magnitude of electronic correlations. These processes were known and studied since the first
half of twentieth century. Despite that they are not still completely understood especially for
open bands materials and reveals some surprises till today as it will be shown with this thesis
work.

This chapter is organized as follows: in the first section some general features typical of
an Auger process will be introduced. The following paragraphs instead will be devoted to
describe Auger transitions from isolated atoms and solids, focusing in particular on the latter
case. The final sections are centered on the challenge represented by the modeling of Auger
transitions from open bands solids, which is still an open problem at the state of the art today.

2.1 The Auger Process

The Auger process [7, 8] is a radiationless autoionization event leading to a final two hole
state in the considered target atom. Despite the fact it was firstly discovered in 1923 by Lise
Meitner [9], because of the womsrcondition of the time it took its name from Pierre Auger
who independently discovered this kind of transitions two years later.

If a two-step approximation is valid this effect can be schematized as a first ionization
event followed by a second emission of a free electron which is named Auger electron. After

7



2—ALITTLE BIT OF AUGEROLOGY

the creation of the first core hole in fact, the other passive electrons of the target atom re-
adjust their configuration because of the changed potential: one electron of the outer shells
fills the initial vacancy and the energy gained in this transition is given to another outer
electron, which will be our second free electron, the Auger one. This kind of transition can
be schematized as:

hv+A— A" +ef
— AT 4 e (2.1)

wherehv represents the photons of frequencynpinging on the sample, whild, A* and
A*T describe the target atom respectively in its neutral, ionized and doubly ionized:state;
ande, are the emitted photand Auger electrons.

Figure 2.1. Schematic representation in a two step approach &fia L3 Auger transition.

The initial core hole is created in th& shell (1s) and it is filled by an electron coming from

the Ly shell @p, ;) because of relaxation of the other passive electrons. This process is

followed by the emission of B3 electron @ps /) which gained the energy of the core hole
decay.

Fluorescence and the Auger effect are the two main competing ways for a core hole de-
cay. These two processes differ one to the other both in the nature of the operator responsible
for the decay and in the possible achievable kind of final states. In fluorescence (which is
the dominant core hole decay for heavy atoms) in fact the core hole is filled by an outer

1A photoelectron is an electron emitted because of the absorption of a photon impinging on the target atom
which has enough energy to set it free.



2.1 - The Auger Process

shell electron and the energy gained in this relaxation process is communicated to a released
photon: so the operator responsible for this transition is the electromagnetic interaction and
it leads to a singly ionized final state plus the emission of a free photon. In an Auger decay
(dominant for lighter atoms) instead the interaction which provokes the relaxation of at least
the other two active electrons is the Coulomb operator and the final state is a two hole one.

Labeling with|i) and| f) respectively the initial and final states of the considered system
and treating the Coulomb interaction as a small perturbation, the Auger transition probability
P,y can be written using the Fermi golden rule [7]:

21
By = f‘MifFé(Ei — Ey), (2.2)
where:
2
., €
Mif: Z<Z‘T_|f>7 T'mn = ‘?m_?nla (23)
m<n mn

and whereE; andE; are respectively the energies of the stateand| f) which describe
the ionized system with a core hole and the doubly ionized system with two final holes plus
a free electron of energlf.. Summation in Eq.(2.3) runs over té electrons of the target
atom.
A rigorous calculation ofi) and|f) for a correlatedV electrons system is a quite difficult
task and in the following section several ways to do that or other alternative approaches to
evaluate Auger intensities will be presented.
For heavy atoms EqQ.(2.2) gives no more an accurate description of the Auger probability
and a relativistic approach [10] is needed both for the involved states and for the interaction.
The latter one in this case has to be described as scattering process between the two final
holes (Mbller scattering) which is mediated by a virtual photon having an enktggqual
to the one emitted by the corresponding radiative decay. The transition amplitude obtained
this way can be interpreted in a semiclassical picture as due to an effective potéptia),
acting on Dirac four components wave functions:

T12

V(le) =|1- aq - Oégf + Cz(Oél . V1)<052 . VQ)

Here the several; represent the Dirac’s velocity matricess the light speed in vacuum

9



2—ALITTLE BIT OF AUGEROLOGY

and f = exp(iwr2/c) describes retardation effects. It can be shown that in a non relativis-
tic limit the last two terms of Eq.(2.4) are negligible aldr,2) reduces to the Coulomb
potential.

From the point of view of homenclature an Auger transition is identified by using the
symbols of only the shells of the three active electrons written in the spectroscopic rfotation
and firstly indicating the shell of the initial deep hole. For instance if the initial core hole is
produced in thek shell (1s), as the case reported in fig.(2.1), and the final state is charac-
terized by two final holes in thé, (2p;,2) and L3 (2ps/2) shells, the corresponding Auger
transition is named{ L, L3. In particular if the electron filling the initial deep hole or both
the two relaxing electrons belong to the same shell of the core hole, the corresponding Auger
decay is named respectivaBoster-Kronigandsuper Coster-Kronigransition.

The kinetic energy of the electron ejected as a result of the Auger prddess where
A is the shell in which initial ionization takes place aBdandC' are the shells of the two
final holes, is given by:

Epin = BN — B2 (2.5)

WhereEngl) andEg\éfz) are the energies respectively of the initial singly ionized and
the final doubly ionized states. To take into proper account the relaxation of the other passive
electrons, Eq.(2.5) usually is written in terms of the binding energies of the three active holes
(e; with i = A,B,C) plus a correction termA E, whose aim is to contain correlation and
relaxation effects:

Epin =4 — (ep +ec + AE). (2.6)

During the past decades several methods were developed to evalbate a realistic
way, which is a quite complicated task. A deep and detailed discussion about them is left to
a dedicated section in [11].

2The conventional X-ray or spectroscopic notation is a scheme of classification for single particle spin-
orbitals based on the principal quantum numbeand on the electronic quantum numbers relative to the orbital
and the total angular momentaand ;. Within this scheme each single particle orbital is labeled by a capital
letter representing (i.e.n =0,1,2,... correspond t&, L, M,...) and a number referring to the energy ordering
of orbitals having the same but different/ and j. For examplels,,, — K, 2515 — L1, 2p1/2 — Lo,
2p3/9 — L3, 3512 — My and so on.
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2.2 — The Auger Decay in Isolated Atoms

Egs.(2.5) and (2.6) are useful to give evidence to another important and typical feature of the
Auger transitions. In these expressions in fagt, results to be completely lacking in any
kind of information about the probe which causes the initial ionization event. This means that
the kinetic energy of the emitted Auger electron is completely insensitive to whatever will
be the energy of the used probe, whose nature influences only the probability to observe the
process of interest. Furthermore from Eq.(2.6) it clearly appearsfihatis characteristic
of the atom in which the proces$BC has taken place, and also that each atom will have
a characteristic and unique spectrum of Auger energies. No two atoms in fact can have
the same set of electronic binding energies. This qualifies the Auger Electron Spectroscopy
(AES) as a standard tool used to check the cleanness and chemical composition of surfaces
[12].

At the very beginning of this section the two step approach has been introduced to give
a pictorial image of an Auger transition. Notwithstanding it has the advantage of keeping
complications to a minimum in the description of this kind of processes, it has to be under-
lined that it is only an approximation whose accuracy depends on the comparison between
the mean life time of the core hole and the relaxation time of the other passive electrons.
The two step picture in fact treats the first ionization event and the following Auger decay
of the core hole as two incoherent events and this represents a good approximation only if
the autoionization process starts when the system has achieved a fully relaxed state. In the
80's Gunnarsson and Sehhammer developed a more general theory [13] describing the
guadratic response of the system to photon probe in which photoemission and Auger decay
are treated as a unique process in what can be referred to as a one step approach. To describe
the spectrum in this picture, the whole set of possible excited initial states with a core hole
has to be considered besides the fully relaxed one. The transition amplitudes and a sort of
guantum coherence phenomenon occurs. This one step approach involves mathematics of in-
creased complexity but represents the only instrument to gain theoretical access to the great
guantity of information given by coincidence electron spectroscopies, i.e. APECS (Auger
PhotoElectron Coincidence Spectroscopy) and AR-APECS (Angular Resolved - APECS)
[14, 15, 16, 17].

2.2 The Auger Decay in Isolated Atoms

The theoretical formalism for the calculation of transition probabilities in isolated atoms
[18] has long been known, having been laid down by Wentzel [19] in 1927 and elaborated by

11



2—ALITTLE BIT OF AUGEROLOGY

Burhop [20] in the 50’s. The basis of their simple approach was the use of time-independent
first-order and non relativistic perturbation theory which makes suitable a calculation of the
Auger transition probability via the Fermi Golden Rule, Eq.(2.2). Within this frame the
chosen initial state describes a deep core hole and the other two active electrons belonging
to outer shells and moving in the field of the nucleus and of all the other electrons in the
atom. The final state instead represents the electron added to the inner shell and the other
one ejected into the vacuum continuum. This means that actually Wentzel considered the
problem from the point of view of the autoionization of hydrogenic states in which a doubly
excited state interacts with a singly ionized continuum. The Auger probability per unit time

is thus written taking into account only four electron orbitals which take part in the radial
integral needed to evaluate the Auger matrix eleniépt(see Eq.(2.3)).

Subsequent calculations of Auger intensities took the level of sophistication further and
guite all the following recipes were based on an Hartree-Fock Slater atomic model firstly
introduced by Asaad [21] and Listengarten [22]. In their approach the initial and final state
wave functions were calculated assuming that the spin-orbitals of all the passive electrons re-
main unchanged before and after the Auger transition has taken place. The problem reduces
this way again to a two body one and;; can be easily written as:

M;;=D—E, (2.7)

where for anA BC' Auger transition:

D= (ea()em @< la(Dec(2) 2.9

is the direct term, whilé” is the exchange one, which can be obtained by swapping
and pc in EQ.(2.8). The one patrticle spin orbital; appearing in Eq.(2.8) represents the
initial core hole, whiley,,, is that one of the emitted photoelectropz and - represent
instead the spin orbitals of the two final holes produced inBrendC' shells.
As it can be seen from Eq.(2.8) the most intense transitions correspond to processes charac-
terized by one patrticle spin orbitals having similar radial extension. This is the reason why
in an Auger spectrum the Coster-Kronig and super Coster-Kronig transitions are usually the
dominant ones, provided that they are energetically allowed.

A deep and accurate discussion about the several theories developed after the ones by
Assad and Listengarten can be found in [18]. As we anticipated a few lines ago, all these

12



2.2 — The Auger Decay in Isolated Atoms

methods were based on the use of Eq.(2.7). The only differences between one kind of ap-
proach and another stem in:

e the way the initial and final wave function were evaluated;

e the choice for the best type of central potential used to calculate one particle spin
orbitals, i.e. the IPM (Green’s atomic Independent-Particle Model) used by Chen and
Crasemann [23] or the Kohn-Sham-Gaspar exchange approximation, KSG, handled
by Walters and Bhalla [24, 25, 26];

e the type of coupling (jj, Roussel-Saunders or intermediate coupmgich was thought
to be the most suitable to represent the Auger transtion in the atom of interest.

To conclude this section we propose to have a look to at least one measured spectrum:
this will give the reader some ideas about what an Auger spectrum from isolated atoms seems
like. In literature many Auger spectra from inert gases and monoatomic vapors of several
elements can be found, i. e. Zn, Ag, Cd, K, Ge, Hg. As an example Fig.(2.2) shows the
M, 5N, 5N, 5 spectra from Cd vapors [28] measured using electron impact excitation. In
these transitions the initial core hole has been produced chtlgleande% (M, 5) shells,
while the two final holes are in thm% and4d% (N4 5) levels. Points represent the experi-
mental data after a procedure of background subtraction, while the solid line is the calculated
Auger profile obtained summing all the calculated Lorentian curves also reported in the fig-
ure. In the attempt to avoid drowning in a too much detailed description of calculation, here
we only say that the reported Auger line shapes were evaluated using an expression similar
to Eq.(2.2) but summed over the contributions of all the possible final states. The double
vacancy final state configurationd~?2) of the M, 5N, 5 N, 5 Auger transitions gives rise in
the intermediate coupling scheme to the levds, 1 D,, 1G4, 2Py, 3Py, 3P, and3F}, 3F3,

3In this kind of coupling scheme [27] each state of the used basis set is completely identified using as
labels theS, L, J and M, quantum numbers. As it is quite known these describe respectively the total atom
guantum numbers relative to the spin, orbital angular momentum, total angular momentum operators and its
projection on the system quantum axis. The intermediate coupling scheme is used in all that cases where the
two main interactions present in the total Hamiltonian of a many electron atom (the electrostatic and the spin-
orbit energies) may be of any relative order of magnitude, or else in all that cases where we do not want to
neglect any one of these two kind of interactions. In this scheme the Coulomb operator is completely diagonal,
while the spin-orbit interaction is diagonal with respect/tand ;. Within this coupling scheme each state
is indicated by***! L ;, whereJ and.S were written as the corresponding numeric values, whiig given in
terms of the spectroscopic notation, i. .= 0 is indicated byS, L = 1 by P, L = 2 by D and so on. For
example thée S, term corresponds to a state characterized'by 0, L = 0 andJ = 0.

13



2—ALITTLE BIT OF AUGEROLOGY

3F,. The total Auger intensities were calculated as a sum of delta functions, one for each of
these final two holes multiplet term corresponding to a possible way to place two holes in the
N, 5 shells in intermediate coupling scheme. In summation each delta function is centered to
an energy of the final state which was calculated in intermediate coupling scheme also taking
into account Configuration Interaction (Cl) between the final state configuratioAsip—2,
4s714d~1, 4d=2, 5572, 45715571 and4d 155!, The weights of delta functions, or else the
intensities of the several lines, were evaluated using an expression very similar to Eq.(2.7).

Ms N;\.s Nis My Ngs Nos
3 P e Funs rams e pa
,lso ,G4IDZP| JPZ !FZSFS SF: SO G4IDZPI PZ FZ F3 5F4
| m o H | | gll | ]
Sr p P

0 0

Intensity (arbitrary units)

Energy (eV)

Figure 2.2. The M, 5N4 5N, 5 Auger spectra from cadmium vapor [28] excited by 2 KeV
electrons after constant background subtraction and dispersion correction. The experimental
result is described by the points. Solid lines instead represent the components whose sum
make up the calculated Auger profile also shown in the figure. In particular each component
corresponds to one of all the possible multiplet final states with two holes iVtReshells

in intermediate coupling scheme.

By methods similar to this one, a good agreement with the experiment in general can be
achieved. Depending upon the particular considered element, several complications may
arise because of relativistic and spin-orbit effects which become relevant for atoms with high
atomic numbersZ. For Z > 40 the most correct way to proceed is to use Eq.(2.4) for the
interaction producing the Auger decay of interest and ClI relativistic wave functions for the
initial and final states. The use of the so-called Breit interaction [29, 30, 31] can be a good
approximation for atoms witld < 70 instead of the Ndller potential. Besides this for heavy
atoms also the finite size of the nucleus may influence calculations because in these cases

14



2.3 — The Auger Decay in Solids: the Core-Valence-Valence Transitions

it is no more negligible as compared to theshell dimension. The possible presence of
Coster-Kronig and super Coster-Kronig transitions superimposing the parent diagrammatic
lines further complicates the analysis and the decoupling of the several lines appearing in an
Auger spectrum. Today the values obtained for the energies of the Auger transitions from
isolated atoms are reliable to a good level of confidence, while a less satisfactory agreement
has been obtained between theory and experiment for the Auger intensities, especially as far
as Coster-Kronig transitions are concerned.

2.3 The Auger Decay in Solids: the Core-Valence-Valence
Transitions

The core levels of an atom embedded in a solid remain quite the same as in the isolated case,
while instead the outer shells are strongly perturbed as it is demonstrated by the appearance
of bands. For this reason if the considered Auger transition involves only electrons coming
from the inner shells, its spectrum will differ, from the one gained in the isolated atom case,
only in the presence of:

1. a background due to secondary electrons;
2. characteristic energy losses for the Auger electrons;
3. shake up satellites provoked by single particle or plasmons excitations;

4. rigid shift of peaks produced by initial and final state effects. In particular the former
ones are mainly due to the fact that the atom feels a different electrostatic potential be-
cause of its embedding in the crystal lattice and this gives rise to a “chemical shift”. Fi-
nal state effects instead are mainly produced by the increased solid polarization around
the final two holes state respect to a single hole one.

All these effects are present also in transitions involving the creation of final holes in the
valence band, but in this case the corresponding spectra represent a real mine of information
about chemical bounds and especially electronic correlations.

In this section we will focus on a particular kind of Auger transitions from solids: the
Core-Valence-Valence ones (CVV). This type of processes starts with the creation of an
initial core hole produced in an inner shell of a lattice atom and ends with a final state char-
acterized by two holes in the valence band. The first attempt to find a theoretical explanation

15



2—ALITTLE BIT OF AUGEROLOGY

to the measured CVV line shapes was made by Lander [32] in 1953. In his work he proposed
a model which implicitly neglects the effects of electronic correlations. The Auger profile in
fact was evaluated as proportional to:

Pip(w) o< Y | Myp?A(w) (2.9)
f

whereM;; is the Auger matrix element calculated between the initial and final states of
the process as before, whildw) is a two holes density of states evaluated in an independent
particle picture as the convolution of one particle density of states. As one expects from
Eqg.(2.9) and from the wayl(w) is defined, the shapes of the Auger spectra that can be
obtained by using this method can only be band-like, or else they correspond to broadened
and quite structureless peaks. This finding was in contrast with some results showed by
the first experiments on Auger CVV line shapes which started to be intensively performed
on several materials a few decades later. In particular in 1973 Powell [33] measured the
CVV Auger spectra from Ag and Al discovering a problem which puzzled scientists until
a solution came by the Cini-Sawatzky (CS) theory [34, 35, 36]. While the measured CVV
spectrum from Al metal displayed a band-like line shape in accordance with Lander’s theory
predictions, the one from Ag showed an atomic-like pattern, or else it was dominated by
several resolved sharp peaks recalling to the mind the Auger spectra from isolated atoms. In
the following years it was shown that CVV Auger spectra from transition metals as Cu [37],
In[38], Zn [39], Cd [39, 40] and Ni [40], have an atomic-like line shape, while the same kind
of spectra from metals like Li [41] or semiconductors like Si [42] displays a band-like Auger
line shape. In the next section it will be demonstrated that these two apparently contrasting
behaviours have a common root in the same unified theory for CVV Auger processes from
closed band materials and their evident differences are due only to different magnitude of
electronic correlations in the considered cases.

2.3.1 The Cini-Sawatzky “Basic” Model for Closed Band Materials

The first of these models to appear was that one of Cini [34, 35], which is based on an
Anderson-like [43] approach, i.e. the atom in which the Auger transition is taking place is
regarded as an isolated impurity atom embedded in a solid.

The assumptions at the basis of this approach were: a single not degenerate valence band
which is initially completely filled and the validity of the “sudden approximation”, that is,
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no interaction between the departing Auger electron and the ionized solid was included.
Relaxation effects and spin-orbit interaction were neglected. Within this picture the total
Hamiltonian of the unperturbed system in the hole representation can be written as [35, 44]:

H=H,+ Hy+ Hipy + Hy, (2.10)

where H, is the sum of all the one-electron contributions describing the band structure
of the solid, whileH;,, collects all the atom-crystal hopping term&.; describes the free
particle continuum above the vacuum level:

nk?
Hf = %: %Cko—c—k‘ro,. (211)
Supposing that the initial core hole was created with spintiie atomic contribution in
Eq.(2.10) contains a spin-up deep hole term for the primary hole and the hole-hole repulsion

HamiltonianH,.:

H, = 5dhC$hTthT + & Z er—mcma + H,. (2.12)

Herec;" (cmo) IS the creation (annihilation) operator for a hole with spiand magnetic
guantum numbem. H, instead is the Coulomb repulsion term representing the interaction
between the two final holes. The first fundamental difference between Cini’'s and Sawatzky’s
approaches comes from the choice they madéd#for

o 1
Cini _ E + +
Hﬁ )= 92 z : Um10,m20,m30,m400m1006m200’Cm40‘7'Cm30‘7’
0,0’ mi,mga,m3,mq
1
(Saw) _ = Y s + ) .
Hr = 5 Umn,mgz,mgz,mucmliacmgia’Cm“o’/cm?’w (2 13)

i o,0/ m1,ma,ms3,ma

with

1 ) )
Unnijimogimsimai = <90m1j0(1>90m2j0’(2)|T_m‘gamua’(l)@mgjcr@» (] =0,). (2.14)

4The opposite hypothesis leads to a treatment which is completely similar to the one presented in this section
except for a sign change in the spin projection of the initial deep hole.
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While the latter author considered the two final holes as interacting also when they delo-
calize in the solid hopping together on different lattice sites (as it is shown by the presence

(Saw)

of a summation on the lattice sitesn H'°" of Eq. (2 13)), Cini used a very localized ex-

ini

pression for the hole-hole Coulomb mteractl(mf ), assuming that only the short range
part of the Coulomb interaction will be of interest for the considered problem, because the
two final holes are expected to effectively interact only when they stayed on the same site
(indicated by the fixed labélin Eq.(2.13)) where they were created.

It can be anticipated that the different form chosen by SawatzkyHigr has as only
consequence for the closed band case a further broadening factor in the calculated final Auger
line shape.

The ground stat@l) of H is characterized by empty continuum states and completely
filled deep hole, valence shell and band states, so the initial state of the CVV Auger transition
of interest can be written d¢) = c;,,|¥). Starting from this point the system will undergo

a CVV Auger transtion under the influence of the time independent perturbation :

Z Z Z Amm’ Cons Cont o Calho Chi + D1, (2.15)

k mm O'O'

whereh.c. stands for the Hermitian conjugate and:

At (F) = (a0 D=l (Do (2) (2.16)

is the Auger matrix element. In Eq.(2.16), and
varphi- represent respectively the deep hole and the free electron single particle wave func-
tions, whiley,, andy,,, are the ones of the two final holes.

Neglecting inter-atomic transitions because of their very small Auger matrix elements,
the effect of ' is to lead the system to the allowed final st@@, which represents a state
characterized by two holes localized on the atomic lattice site where the Auger transition
started to take place. Obviously this can not bedaeigenstate because of the possibility of
hole delocalization through hopping. This is the reason {9hyhas to be projected on a set
of two holes state§|ino) } = {c;f,c/[¥)}, which are localized on the valence orbitals of the
same atom labeled &s
By applying the Fermi Golden Rule the Auger spectrum can be decomposed in an atomic
and a solid state problem, it will be in fact proportional to:
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S(w) ¢ S A5, (K ) Ay (k) Dinpgo (), (2.17)
Inpq

where summation is made over all the possible allowed two holes final states written in
terms of the{|lno)} basis set.

The atomic part of Eq.(2.17) is represented by the Auger matrix elemgmsl_f)) and
their hermitian conjugates. This happens because often the valence orbital is only slightly
perturbed by the solid and so it can be assumed to be independent from the Auger elec-
tron energy and taken from atomic calculations. Otherwise in case of an energy dependence
of the Auger matrix elements, its effect on the Auger line shapes is usually negligible be-
cause they vary very slowly within an energy interval comparable with the band width. The
solid state part of EQ.(2.17) is instead represented by the two holes Local Density Of States
(2hLDOS), Dy, (w), Which is given by superposition integrals projecting on a localized
holes configuration and describing the two final holes in the valence band:

Dippyo(w) = (pgo|é(hw — H, — Hp)|lno) (2.18)

hereH, is the sum of all the one body terms containediin- / ;. Before going on with
the treatment, it has to be underlined that the presence of a local density of states rather than
the band density of states appearing in Lander’s theory is one of the characteristics which
are completely new in this approach and which makes us able to explain the role of Auger
spectroscopy as a local probe for valence states.

There are two limit cases:

1. Atomic limit (H;; = 0 and H, = 0): the Hamiltonian is diagonal in the LS-
representation and the spectrum consists of unbroadened multiplet terms.

2. Non-interacting limit (H, — 0): in the time space the two holes density of states

matrix D) (#) factors as:

DO (1) = put)pen(t) — prg()pap(?), (2.19)
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and so, passing to the space by Fourier transforming these expressid)ﬁ%;qa(w)
reduces to simple convolutions of single hole density of states. In this way one recovers
the Lander’s theory.

In all the possiblentermediate casesnstead the interacting 2hLDOS can be obtained
by the real part of the corresponding interacting two holes Green’s function:

1
w— H+1i6
which can be gained by projecting the following Dyson-like equation on the complete set
(expressed in terms of thgnlo)} basis set) made up ¢60) and all the possible states
which can be reached froff0) setting free by hopping one or both the localized holes:

Goo(w) = (00| |00) (2.20)

1 1 1 1
D H1® w—Hot i w—Hyri T H+is
In the previous equatioH = H, + H, is the total Hamiltonian of the system (see Eq.(2.10))
which has been decomposed again as the sum of a one-bodypart, H — H, and
the repulsion onéd,. By this procedure one obtains a set of coupled equation& fer)
which can also be written in the form of a matrix equation. Passing to the Russell-Saunders

(2.21)

coupling scheme, the explicit expression €ay (w) of Eq.(2.20) is:

G(O) (w)
Goo(w) = LS (2.22)
DB AT

If the solid does not perturb significantly the spherical simmetry of the atoif¥ thatrix
is diagonal in thd.S-coupling scheme and the diagonal elements of the transformed matrices
G obeys to uncoupled equations. This way we may drop/the,S quantum indices and

obtain:
Gy (w) GO (w)
_ _ T\ 2.2

I g Y T 60w 223

with:
1
(0) — -
G (w) 2(00|w “H T i5|00>' (2.24)
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Finally the wanted interacting 2hLDOS will be given by:

1 DO (w)
blw) = ZRelGw) = s =gz mrzpo W)

(2.25)

where 1) (w) is nothing else than the Hilbert transform of the two holes non interacting
density of state®(® (w):

10(w) = / h dw’w. (2.26)

/
. Ww—w

The great merit of Eqg.(2.25) is to draw attention to the tailoring action of the hole-hole
Coulomb interaction on the CVV Auger spectra of the particular material of interest. Asitis
evident from this expression in fact U acts not only on the Auger kinetic energy determining
where we expect to be centered the corresponding structures but also on the line shape itself.
Eq.(2.25) covers the whole range between weak and strong interactions resuming in a unique
expression both the band-like and the atomic-like behaviors of the Auger spectra. Besides
this, it provides a new feature of this kind of transitions corresponding to a completely quan-
tum phenomenon: the so-called two holes resonances. They appears in the spectrum as sharf
peaks corresponding to the pole<#fv) outside the bands. Physically these resonances are
due to the formation of a two hole bound state because of the complete filling of the valence
band which prevents the final holes from delocalizing. In this way, just because of repulsion,
the holes remain trapped giving rise to a bound state.

To better understand this result, let us consider the case of a rectangular single particle LDOS
of width «:

plw) = 9@42;0@. (2.27)

The main ingredients to evaluafe(w) by using Eq.(2.25) are the self-convolution of
p(w) and its Hilbert transform which yield respectively the triangular shaped result:

20 4a2

DO(w) = 6(2a — w)( ! M) (2.28)

and
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1
10(w) = 2—l0g
«

(2.29)

Fig.(2.3) displays an example of the changedifw) interpreted as a function of the
dimensionless parameter = U/«, allowing to illustrate the results and the working of
Eq.(2.25) we described previously. The undistorted triangular-shaped DOS in panel (a) cor-
responds to the cagé = 0. As U increases(( < v < (In2)~! ~ 1.44) so the line shape
progressively distorts with the maximum becoming sharper and shifting to higher binding
energies (panel (b)). A further increase in U makes the overlap betibéenand D (w)
start to die and a localized split-off state develops with energy U (panel (c)). Finally
for v > 1 the split-off state becomes an atomic state and the solid induced features vanish

(panel (d)).

Pl a Dlew}
o o wd
B {w) c Dfus} d
-~
.1/ \‘ . ‘/ b .
Py s - ~
- _____,_.--”'l-;'l . a
— - ——
0 Lo o [

Figure 2.3. This figure shows the effect of interaction [35] on the final 2hLDQ&) for
a CVV Auger process evaluated by using Eq.(2.25). Panel a) reports a model one electron
density of states which the starting point for th¢w) calculation. The obtained interacting
2hLDOS is displayed instead in panels b), c) and d) respectively ferU/a = 1, 1.8 and

3, where« is the band width.

As we anticipated before the other model by Sawatzky [36] fundamentally differs from
Cini’s one in the choice he made for the hole-hole Coulomb interaction expression. The
particular form adopted for %) (see EQ.(2.13)) indicates that Sawatzky based his ap-
proach on the Hubbard’s modgl5]. Starting from the same initial assumptions as Cini

5The Hubbard model is a model of interacting particles in a lattice, with only two terms in the Hamiltonian:
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with regard to an initially filled band and the “sudden approximation”, he solved exactly the
Hubbard Hamiltonian in terms of Green’s function.

This model recovers the same phenomenology for the Auger line shape found by Cini’s
theory as far as the band-like, atomic-like and two holes resonances are concerned but in
this case these changes in the line shape were analyzed as a function of the dimensionless
ratio U /2« instead of/ /. Herea represents again the one-particle band-width wiiite
stems from:

H7(‘Saw) = UH Zn”nil, (230)

wheren;; (n;;) is the number operator counting the spin up (down) holes on théh
lattice site.

Sawatzky’s approach provides in fact that the solution for lafge(U > 2a) consisted
of N(N — 1) band states and/ bound states lying outside the band, whafés the total
number of atoms. On the other hand, 16f' ~ 0, the line shape would be simply the
self-convolution of the single-particle LDOS recovering Lander’s result.

It is quite evident that the general conclusions reached by Cini and Sawatzky about pro-
gressive distortion of the density of states followed by the splitting-off of discrete states are
the same. Their criteria for the appearance of quasiatomic Auger spectra look slightly differ-
ent because of the different models used and hence the different definitions of the Coulomb
repulsion. In a later note [46] Cini compared the two mathematical approaches and showed
they were formally similar. However it should be noted that Cini’s original treatment in-
volved only one-electron density of states, while Sawatzky’s one included also details of the
band dispersion. Thus the bound states found by Cini were in the fofmiuwictions (see
Fig.2.3) while Sawatzky’s solution gave to the bound states a finite width.

2.3.2 The Off-Site Interaction and Other Extensions

During the years following the ones that saw the birth of the CS model, the comparison
between theory and experiment started to be performed in an extensive way on a variety of

a kinetic term allowing for tunneling (‘hopping’) of particles between sites of the lattice and a potential term
consisting of an on-site interaction. This sets up a competition between the hopping integral and the on-site
repulsion. The main difference with the Anderson approach consists in taking into account the possibility of
interaction between two particles also when they hop together delocalizing on different lattice sites.
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systems. The first studies of this kind focused their attention on the check of the criterion
U/W which would allow the prediction of band-like and atomic-like spectra. Many of these
experimental works showed a striking good agreement between theory and measured data,
such as for example in the case of thgl’V and N ;V'V transitions respectively from
metallic Ag and Au studied by Powell [47]. The systematic works made by Weightman
and coworkers [48, 49, 50] resulted to be particularly noteworthy because they studied CVV
Auger spectra from expressly created alloys so as to vary the band width and study its effects
on the Auger line shape.

A great quantity of experiments showed that the CS theory for closed bands materials is
useful and fundamentally correct, also if some works threw light on some limitations of the
model, which are essentially due to the characteristics of the considered system. As an exam-
ple the study on the CVV Auger spectrum from Si, made by Feibelman et al. [42], confirmed
the expected band-like character in the Auger spectrum but showed also the importance of
the Auger matrix elements variations as a function of the Auger kinetic energy. The energy
dependence of the Auger matrix elements can be easily introduced in the CS theory but the
model will not give the same the correct results, because of the overlap of orbitals belong-
ing to nearest neighbor atoms. To take correctly into account this kind of correction a more
involved theory is needed like the one in [51].

The awareness of the existence of limitations immediately brought as a consequence to the
flourishing of several corrections and extensions to the “basic model” to better adapt it to the
particular studied system. Cini, firstly alone in 1978 [52] and then together with D’Andrea
in 1983 [53], studied how the coupling of Auger holes and plasmons can affect the Auger
line shape. They showed in fact that if one describes the plasmon dynamics by one effec-
tive mode, representing long-wavelength bulk plasmons in the dispersionless limit, then the
model can be exactly solved in terms of a continued fraction technique. Their treatment
demonstrated that the hole-plasmon coupling can produce not only plasmon satellites, but
also important changes in the line shape. For weak coupling the only effect of plasmons will
be a slightly asymmetric deformation of the peaks with a tail on the same side of the one due
to energy losses. If the coupling instead is strong enough respect to the single-electron level
width, the plasmons-coupling will sharpen the peak compared to the unperturbed one. This
narrowing is due to the fact that plasmons can only screen a localized hole and tend to favor
localization. Eventually for very strong coupling the hole may become self-trapped and a
localized state recalling a small polaron develops.

Other important extensions to the basic form of the CS theory came from the introduction
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of spin-orbit coupling and the effects of degenerate bands. Both these two aspects were
included in two works made by Cini and Verdozzi in 1991 [54] and in 1994 [55] where they
showed the need to take into account also the so-called off-site Coulomb interaction for a
more realistic description of CVV Auger spectra. Within these approaches the line shape
was evaluated by using the Eq.(2.22) written in the LSJ picture and where thi&tihie)

was evaluated in the j-j coupling scheme including also the spin-orbit coupling teffy. in

The total intensity of the whole spectrum and the on-site correlation energy faritivoles
localized in a' G, state on one Au atom have been used as free parameters to be determined
by a procedure of best fit in the work on th& -0, ;0,45 Auger line shape of metallic Au

[54]. For the paper on th&/, ; Ny 5 N4 5 Auger line shape of metallic silver [55] instead the

free parameters adopted were again the on-site correlation energy (but this time faf two
holes localized in 4G, state on one Ag atom) and the one describing the effective coupling
between valence holes and long-wavelength plasmons, because in this work they included
also the dynamical screening effects by introducing the plasmon coupling we previously
described. Notwithstanding these differences, both these two papers clearly showed that the
CS theory applied to the CVV Auger profile of Au and Ag was unable to give a simultaneous
agreement between theory and experiment for both the shape and the position of the spectrum
on the kinetic energy scale. In particular they found an excellent agreement with the shape of
the spectrum fot/ (1 G,) values that positioned the spectrum at 1.2 eV and 2.2 eV higher than
experiment respectively for Au and Ag. As an example Fig.(2.4) displays the comparison
between the experimental and calculatgd O, 50, 5 Auger line shapes from metallic Au as

they are reported in [54]. It is evident from this figure (in particular from panels (a) and (b))
that the curves that best reproduce the shape of the experimental patterns (dots) are the ones
obtained forU (*G,4) = 3.4 eV (dashed lines): this value need to be shifted of further 1.2 eV
(solid lines) to match the experimental position of the spectrum. This failure of the CS model
to describe correctly both the spectral profile and its energy position was then attributed to
the neglect of interatomic (“off-site”) correlation effects. Because of less efficient on-site
screening in fact the two final holes of the Auger transition can still interact when they are
some distance apart so, in terms of the CS theory, what is required is an extension of the
theory to include the radial dependence of the Coulomb interaction €rgy,(r) (where

r is the distance between the two final holes). A mathematical first order treatment of this
effect can be found in [56, 57, 58], while the exact solution of the problem of two holes
on a lattice with an arbitrary interaction is described in [59]. This work in particular shows
that the main effect of a long-range interaction is to favour the development of bound states,

25



2—ALITTLE BIT OF AUGEROLOGY

while the presence of short-range ones mostly produce a shift in the calculated spectrum.
Here we only say that &(r,L.S.J) interaction sensitive to nearest neighbor distances could
explain the observed shift. If we indicate in fact withh and U,, the hole-hole Coulomb
interactions when the holes are respectively both on site or when one of them is found on
an adjacent site, then we would expect to observe a profile described by the standard CS
theory but with an effectivé/ given byU.;; = Uy — U,, and the whole spectrum shifted to
lower kinetic energies by/,,. The assumption of a constant shiff,, to represent the effects

of several adjacent hole configurations is obviously a simplification: some inhomogeneous
broadening effects are expected if one includes the distance dependence in the interaction.
The two studied materials displayed different values of the off-site interaction also if they are
both metals and it would be reasonable to assume that this will lead to a similar value of the
two holes interaction in Ag and Au. This is not the case because Au and Ag have different
valence band widthl’, so the corresponding Auger spectra are different in character because
of the different ratiod//WW. According to thel//W ratio, in Ag the two hole states will be

more localized in character than in Au and thus they will experience on average a greater
off-site contribution.

This result in a larger shift in Ag than in Au as observed. Another key quantity in this
approach is the ratia/W, whereu represents the off-site interaction for the two metals:
its magnitude allows a first order treatment for Au but suggests the need of higher order
treatment of the off-site interaction for Ag.

A better agreement between theory and experiment can be obtained in many cases also
taking into account the several broadening factors described by Cini and D’Andrea [60]
which may occur in a CVV Auger spectrum. The width of quasi-atomic peaks in Auger
spectra from several transition metals is mainly due hole lifetime effects with some con-
tribution arising from dispersion and phonon broadening. These mechanism are respectively
due to the finite life time of holes in the valence b$rttie possibility of delocalization of the
two final holes in the perfect periodic latticand finally to phonon shake up following the
sudden creation of a hole. Together with these well known broadening factors, in their work
Cini and D’Andrea described a new process which is the resonant decay of two holes bound
state. Deepening too much the description of this mechanism is well beyond the scope of

5This happens because of Auger and other processes which are due to Coulomb interaction with the con-
duction electrons.

"This broadening mechanism is implicitly yet included in the Sawatzky approach, so in this case it needs
no to be considered as a further broadening factor.
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Figure 2.4. The left and right columns display the comparison between the experimental
(dots) and the calculated line shape (solid and dashed lines) respectively g e; O, 5
and N704504 5 Auger transition in metallic Au [54] which are plotted as a function of the
binding energies. In panels (a) and (b) the dashed line represents the theoretical profile
calculated forU (1G4) = 3.4 eV, while the solid line is obtained by shifting the dashed line to
higher binding energies by 1.2 eV. Panels (c) and (d) instead show the profiles calculated for
U(1G4) = 4.6 eV, which are represented by a solid line. In panels (e) and (f) at last the solid
line represents the theoretical profiles displayed respectively in (c) and (d) by increasing the
FWHM.
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this section, here we only say that because of the scattering dftib&e(s) into thel band
continuum, this process provides that a localized two-holes resonance can decay ihto the
band by emitting a many body excitation of energy of the ordér.of his electronic process

is present only in Auger spectra and not in photoemission ones because it needs of a local-
ized bound state to take place. The importance of these broadening factors strongly depends
on the relative importance af hole lifetime broadening. In Ag and Cd for example this
resonant mechanism yields a significant contribution.

2.3.3 CVV Spectra from Unfilled Bands: an Open Problem

The CS model and its several extensions we just described give reliable predictions for Auger
spectra from materials characterized by filled or almost filled valence bands. The presence
of empty states in the valence band leads to the need of a completely new theory not only
because it allows the possibility of intra-band polarization and shake-up events but especially
because it provokes many other complications which strongly contribute to keep the model-
ing of CVV Auger line shapes from open band materials a still open problem at the state of

the art today.

There are three fundamental difficulties caused by the presence of empty states within the
sample valence band which are completely new respect to the closed band case:

1. The lifetime of the core hole is long enough to polarize the valence electrons which
belong to the open band attracting screening charges on the ionized atom. When the
Auger decay happens the charge distribution is perturbed by this process and this
makes the effect of the deep core hole to be explicitly considered during the spec-
tra calculation. In this case the Auger line shape evaluation has to be described in
terms of a three body Green'’s function (which are the two valence holes and the deep
electron filling the initial hole) instead of a two body one.

2. Taking into account only the possibility that the two holes interact when they stay on
the same lattice site where they were created favours this site respect to the others.
This makes the Hartree Fock ground state energy of an atomic level of given spin be-
longing to the considered system lacking in the dhiitwhich is due to the interaction
effect,wheren is the expectation value for the hole number of opposite’sfihis dif-
ficulty can be overcome by introducing therepulsion on all the lattice sites as in the

8For the closed band case this problem does not exist because the expectation xvateenb.
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original Sawatzky approach.

3. For smallU values the perturbative calculation of the Green’s functions is a quite trivial
task to be accomplished for, but the cases attracting greater interest are characterized
instead by stron@/ values. To make expansions possible in these cases, one firstly
has to find a small parameter which is representative of the system and has a physical
meaning for the problem at hand.

In Ref. [61], Cini described an extension of his method, whereby he was able to overcome
these difficulties for transition metals such as Ni and Pd. These materials have rather narrow
valence bands laying mostly under the Fermi level, i.e. almost completely®fill€His
suggests to use;, (the ground state average number of holes at(site, = (cy,cg,) with
o =1, | ) as asmall parameter in terms of whom expansions can be made.

The assumption of a small hole density plays a fundamental role at several stages of the the-
ory. Besides providing an approximate solution, it helps in formulating the model justifying
the use of the two-step approach for the Auger process in order to be able to separate the
deep hole creation from its subsequent decay. This assumption is justified this time (for long
enough life times of the initial core-hole) on the grounds that for low unfilling the initial
core hole has a little phase space available to leave the system in an excit€d Alateif

there are many experimental evidences of the presence of high energy satellites [65, 66] in
the photoemission spectra of transition metals (which are due to valence holes trapped at the
deep hole site), the two step approach can be invoked again because the weight of these two
hole states decreases with decreasingThe shake down satellites we are missing are very
weak in the low density case. Another simplifying aspect for the theory produced by a low
hole density is the fact that it allows the use of an Anderson like Hamiltonian as in the closed
band case (see Eq.(2.13)):

H= HTB + UnOTnOi~ (231)

In the previous expressioArp iS a non interacting tight binding model term, while
Unging, represents the correlation term with, = ¢j, co, (¢ =1 , |), wherecg, (cor)
creates (kills) a hole with spin on the lattice sité.

9They are characterized by a hole mean number per valencegtatel

%For long lived initial core hole the Gunnarsson and &@ttammer criteria [13] for the validity of the two-
step model want the presence of the deep core hole to do not introduce extra bound states in the single-particle
spectrum.
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In his works Cini neglected also complications arising from crystal field effects and orbital
degeneracy, granting this way the decoupling of two holes states characterized by different
momenta and hole-hole repulsion. We stress here that this can be a reasonable approximation
for open band materials only in the low-density case: in an exact theory the scattering of
several holes at a time (even in absence of crystal field effects) and orbital degeneracy have
to be explicitly included.

Under these simplifying hypotesis the Auger spectrum can be related to a three-body Green’s
function,f(t), describing the propagation of two valence holes and a core electron in the fi-
nal state. The low hole band filling:{ < 1) allows the use of the Galitzkii's Low Density
Approximatiort! (LDA) [67], wheren,, plays the role of the small physical quantity in terms

of which expansions have to be made, while thénteraction is treated at all orders, per-
mitting the study of strongly correlated cases. Within this approximation, selecting only that
class of Feynman diagrams which dominates the perturbation serieg fer 1, it can be

shown [61] that the three body Green'’s function we are interested in factors as:

T(t) = G(t)g(t) + O(ny), (2.32)

whereg(t) is the Green’s function accounting for the deep electron whilg describes
the two final valence holes in absence of the initial core hole. This means that, only for low
unfilling, the spectrum can be modeled in the energy space as the simple convolution between
a two and a single body Green’s function, whefe) plays the role of an asymmetric line
shape which allows to take into account shake up effects al&¢.in.

As we said previously, considering the interaction between the two final holes as localized
on the same site of the Auger decay makes this one a privileged site because it perturbs the
charge density in its neighbourhood. To avoid the use of a more complex mathematics needed
to extend the Sawatzky model to the open bands case and to gain the same the expected level
shift due to the interaction effect, Cini noticed that, defining the self-en&igy) by means

of the following Dyson’s equation giving the dressed single particle Green'’s fungtion

in terms of its bare counterpayt” (w) [61]:

UIn the case of a low hole density, Galitzkii's approach consists of selecting those graphs in all orders
of perturbation theory that do not involve propagation of more than one electron at a time and treating all
interactions in the ladder approximation.
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_ Ow)
1 —gO(w)X(w)’

the imaginary part of(w) roughly represents a level shift, while its real part is positive

g(w) (2.33)

(negative) under (above) the Fermi level. The first self-energy contribution is given by:

YW (w) = —iU(n), (2.34)

so he chose to reabsorb this level shift into the definition of the one body energy level
and seek for a self-energy with vanishing first order contribution. It has to be kept in mind
that this trick does not eliminate the factitious privileged condition of(siteside the lattice,
which is due to the model Hamiltonian adopted, but it can be shown that the error made by
using this approximation has an higher order than a linear dependence from
Following Gallitzkii's well known LDA and summing all the ladder terms shown in Fig.(2.5.c)
(the graph 3c would contribute to the self-consistent LDA but is unimportant & 1) the
self-energy results to be:

+o0 d !
Yrpalw) =1iU(n) + / 2ig(0)(w')T(w + w'). (2.35)
oo 2T
Here the first term has been added to compensate for the average level shift as discussed
before, while thél’ matrix represents a sort of effective (ladder) interaction containing con-

tributions to infinite order ir/ which is given by:

WU

T(w) = EwTrECImt (2.36)

In the previous expressiofi(”) (w) is nothing else than the two-holes non-interacting
propagator which can be gained by simply autoconvolyifigw):

“+oo dw’ . )
GO = [ gy - o). (2.37)

—0o0

Finally the interacting(w) in the ladder approximation can be evaluated through [62]:

),
G(w) _ GD ( )

_ , (2.38)
1+ iUGY (w)
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with:

“+00 w/
GO(w) = / W )glw— o). (2.39)

o 2m

As it clearly appears from Eq.(2.38), we gain again an expression for the interacting two-

holes Green’s function which displays the same functional dependence as in the CS theory
for closed bands. It was expected at the time that in order to improve the above theory one
should insert in EQ.(2.39), in place of its self-consistent version (Self-Consistent Low-
Density Approximation).
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Figure 2.5. Diagrams (a), (b) and (c) represent the various contributions to the self-energy
Y(w)inthe LDA[61]. X1 pa(w) is the sum of of the ladder diagrams (panel d) that dominate
the series at each order of perturbation theory.

In their works made at the end of the 80’s [62, 63, 64], Cini and Verdozzi discovered

that it is not so. They introduced a new method, the so-called Bare Ladder Approximation
(BLA), in which, quite the other way; is replaced by its bare forgi?).

The results obtained by exact model calculations conducted on finite clusters (made up

of 27 and 125 atoms) were compared [62] with the ones gained by using three different
approaches, all deep-rooted in the formalism developed a few lines ago:

e The so-called Low Density Ladder Approach (LDLA): the two holes Green’s func-
tion can be gained by following the whole procedure traced before from Eq.(2.33)
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to Eq.(2.39) or else by using Eq.(2.38) to evaluate the interacting two body propa-
gator,G(w), whereGg) (w) is the simple autoconvolution of the LDA single particle

propagatorg,(w).

e Second order expansion: in a series of papers Treglia and coworkers [68, 69]proposed
as a general solution which has to be valid for apythe one obtained by expanding
to second order iV the effective interaction matri¥'(w) of Eq.(2.40) and breaking
off to second order also the expression X1 4.

e The last considered approach is the Bare Ladder Approximation: it simply consists in
following the same procedure adopted for the LDLA but making use in Eq.(2.38) of
the bare non interacting two particles propagaf?) (w), instead ong) (w).

Fig.(2.6) shows the results obtained comparing the se¢&ra) calculated by these three
approaches as applied to a non magnetic sample for different values of the parameters
andU. As expected in all the reported cases the Treglia approximation fails to give a good
description of the line shape. The series truncation they made was a clear oversimplification.
Besides this another strong limitation of this approach is due to the fact that the second order
approximation td/'(w) cannot have singularities outside the band continuum.

Both the LDLA and the BLA are expected instead to be exact in the low density limit, but
the panels of Fig.(2.6) show that LDLA does not give a good reproduction @ the pat-

tern especially at increasirig andn;,*2. This failure was not expected and cannot be due to
the low density approximation because it still gives good single particle spectra for the same
range ofU values as it is shown in [62]. Those results on one body propagators show that
Galitzkii's LDA provides a good description of dressed holes in a wide range of physical sit-
uations and it is more accurate than the second order approximation up to af,leadt25.

The disagreement with exact two particle propagators must come from vertex corrections to
hole-hole scattering that were neglected in the LDLA. Within this approximation in fact we
have systematically applied the criterion of selecting the dominant diagrams at each order of
perturbation theory, which is reasonable but can be granted only asymptotically, because we
cannot say priori what will be the effect of the neglected terms at finije

2For not very smalh,, values an approximation better than LDA is represented by its self-consistent version
(SFC-LDA, SelF-Consistent- LDA)[70]. This approximation differs from LDA in the fact it is based on the
iteration of the procedure leading 6t) when starting frong(*) (¢). Although this procedure is not very useful
for not smalln,, because in this range the model itself loses validity, today SFC-LDA is thought as a better
approximation than LDA also for smatl, [71].
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In the BLA instead we assume that the effect of vertex corrections to the ladder approxima-
tion is such that the two holes tend to interact as bare holes, essentially because the size of
their screening clouds is larger than the range of the hole-hole repulsion. The accordance
between the BLA results and the exact patterns reported in Fig.(2.6) shows this way that this
approximation resolves the said difficulty of the LDLA in a wide range of parameters, sim-
ply basing on the idea that the holes observed in Auger electron spectroscopy are essentially
bare. This behaviour may be understood since the interaction is so short ranged that the holes
are allowed to interact only at site On the other hand, the siecan only accommodate

two bare holes, and not two holes plus their polarization clouds. Thus the description of
undressed holes is accurate unl&sandn,; became so large that the charge density at site

0 is strongly perturbed. The good agreement between the experimental and the calculated
photoemission and Auger spectra from metallic Pd, confirm the success and the advantages
in the use of BLA under certain conditions of validity. BLA revealed to be accurate also
for single particle correlated spectra allowing for example to understand for the first time
the three structures present in the photoemission spectrum from valence band of Pd and to
establish they are due to correlation effects (in fact they are not provided by a not correlated
theory).

As far as the Auger spectra are concerned, it has to be stressed that the BLA patterns
resulted to be extremely sensitive to hole concentration and also the,casé.1 may pro-
duce strong changes on the line shape i comparable with the band width. Because of a
lesser electron number the spectrum area diminishes, while the two hole resonance broadens
and loses intensity, shifting towards the band-residuum of the spectrum. Comparing this case
with the results obtained for closed band materials, one can notice that higredues are
needed to gain an atomic-like spectrum. This is not a surprising finding because an open
band displays the possibility of screening the effect of repulsion at least partially.

Several experimental data confirmed at least qualitatively the results foreseen by the
BLA. In particular Andrews and coworkers [72] measured the CVV Auger spectra from pure
metallic Ni and in the alloys Ni0% Zn50%, Ni20% Zn80% and N60% Al50%. They found
that along this series;, diminishes and the corresponding Auger line shape progressively
distorts. In metallic Ni the two hole resonance results to be wider than what is typically
found for other metals characterized by closed bands.

Another fundamental feature of the BLA comes from the fact that Eq.(2.38) is nothing
else than a Dyson equation in which ttiematrix is an instantaneous self-energy. Therefore
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Figure 2.6. These figures display the interacting two holes LDOS for a non magnetic sam-
ple as a function of the binding energies. In each panel the exact result is represented by
the continuous line, while the LDLA, the Treglia approximation and the BLA patterns are
respectively reported as the dashed, dash-dotted and dotted lines. In particular the curves in
panels (a), (b) and (c) have been obtained respectively;foe 0.1 andU = 7, n;, = 0.1
andU = 15, n, = 0.25 andU = 5. Both the exact results shown in panels (a) and (b) have
been evaluated for a 125 cluster atom, while the exact one in panel (c) refers to calculations
on a 27 cluster atom.

it grants the Herglot? property which is a a basic requirement for a sensible approximation,

3The density of states is granted to be non-negative. It is quite a common drawback of perturbation ap-
proaches that potentially powerful diagram summations become untenable because they fails to guarantee this
zero-order requirement of positive probability.
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yet it is not easily obtained by diagrammatic approaches.

The theory we just described is valid for low hole density per valencestaded repro-
duces at least qualitatively the Auger spectra of interest: as an example the BLA has been
useful to interpret the line shape of Graphite [73]. This way we are left with the problem
of describing CVV Auger spectra from all that open band materials which are characterized
by not particularly smalh,. Metals with wide valence band and lawvalues may still be
well described without the need of adding any further complication in the theory because an
essentially uncorrelated spectrum is expected in accordance withy ifecriterium. This is
confirmed for example by the CVV Auger spectra from Li [41], Al [74] and Be [75] which
are well described by using simply convolutions of the single particle LDOS, only with slight
modifications due to the need of including polarization effects induced by the core hole for
the case of Be, or the inclusion of Coulomb effects treated as a perturbation for the case of
Al.

The question about the way to face the problem of CVV Auger spectra from tight bands
with values ofn;, andU not very small remains unsolved. There are cases where the ratio
U/W is still small such as for example Fe and Co and the broad peak of their Auger spectra
tempts to speak of band-like patterns, but it has to kept in mind that in these materials the
holes concentration results to be dangerously high so as to invalidate the used model.

The failure of the BLA model for the description of the CVV Auger spectra of Ti and Sc
[76] gave birth in theB0’s to the so-called .0 phenomenon [77]. To model these spectra
Sawatzky and coworkers [77] in fact proposed again the use of the CS model which seemed
to work also in that case but only admitting the possibilityldof< 0. The maximum of
the Auger line shape obtained by the CS theory resulted to be shifted for these materials
by the interaction towards lower binding energies, which is the contrary of what typically
happens for closed band solids. Till today there is not a known mechanism able to produce
an attractivd’/ in the eV range, this means that for almost empty bands one must formulate
a new theory which is not a simple extrapolation of the closed band approach. An hint
suggesting the direction to pursue came at the beginning dfitkédrom Sarma [78], who
firstly recognized in the CVV line shape of Ti a sort of linear combination of one-electron
density of states and its convolution. This suggested to Cini and Drchal [79, 80] that the real
responsible of this kind of exotic behavior was the failure of the two-step approximation.
They started from a one step expression for the Auger current:
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J(&k) = /Oo dtl /OO dtzf(tl,tg)exp[i€k(t1 — tg)], (241)

where:

fltte) = Y (wle et m) (m| et Hy ) (m/|e= =),

Hum"el = Z E(k)nk,a + U Z Z N, 3,
k,a i aFS
Hrel = Hunrel + Hch = Hum"el - W Z no,q- (242)

In the last three equatiornd,..; and H,,,,,.; correspond, with obvious notation, respec-
tively to the relaxed and unrelaxed Hamiltonians leading the system to the “relaxed” and
“unrelaxed” ground statg) and |¢)). These states differ one from the other only in the
presence of thél ., term, which represents the interaction between the conduction electrons
and the core-hole. The first addendih,,,.., represents the Bloch electrons withas a
spin-orbital band indexo( = 1,...,d), while the second one stems from the electron-electron
interaction acting on all sites and treated in the Hubbard fdimis the perturbation induc-
ing the Auger transition, whild” is an operator which produces virtual Auger transitions.
The sum onn andm/, appearing in the first of Egs.(2.42), run over a complete set of valence
states. At this stage, to further simplify the model, the authors proposed that the complete set
summation aforementioned could be largely exhausted by summing over just two orthogonal
states, namelyy) and|¢).

Within this scheme also the Auger spectrum can be reduced to a sum of an unrelaxed and
a relaxed contribution [80], where the first one arises ftemh = |m') = |¢)) and can be
expressed in terms of the two hole Green’s functiéfo) appearing also in the CS model.

The relaxed contribution instead arises fron) = |m') = |¢).

It can be shown [79, 80] that this part can be written in terms of a three body Green’s
function, calculated on the unrelaxed ground state if one approximate the screening
cloud by a single electron moving from the Fermi surface to the empty local states of the
Auger site. For small or vanishing hole densities the scheme proposed by Cini and Drchal
recovered the previously successful BLA results, where the spectrum essentially reflects
the shape of the two hole local density of states. In the middle and in particular at the
beginning of the early transition metals series, the screening of the core-hole by valence
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Figure 2.7. Comparison
[80] between the experi-
mental LoMysMys Auger
line shape of Ti (points)
and the calculated patterns
obtained by applying the
relaxed (solid line) and the
unrelaxed theory (dashed
line). Both the theoretical
curves usd/ = 1.68 eV,IW/

= 7.14 eV andn;, = 0.254.
The calculated patterns
were broadened by means
of a convolution with a
Gaussian characterized by Energy (eV)

oc=0.7eV.

Auger intensity (arb. units)

electrons becomes progressively important and its signature appears in the line shape in the
form of a combination of one-hole and two-hole one-electron features. This model correctly
reproduces thd., M5 M5 Auger line shape of Ti as it is shown in Fig.(2.7) by using a
normalU, without having to postulate an attractive hole-hole interaction that would be hard
to explain.

Before ending this chapter, we give here only the flatbaf the so-called Core Ladder
Approximation (CLA), which is the method still standing at the frontier of what it is known
for open band CVV Auger transitions. The need of such a method comes from the diffi-
culties involved in the calculation of a three body Green’s function, which is an essential
ingredient for the theory described a few lines ago. To overcome this problem Marini and
Cini proposed [81] this simple approach in the spirit of the BLA, which allowed to extend
the analysis to several transition metals, giving at least a qualitative understanding of their
spectra. It has to be kept in mind that also this approach represents only an approximation
but it is able to capture the essential physics of a formidable problem which otherwise would
require an excessive computational effort. This theory starts from the ground of the Drchal
and Cini’s theory or else it is based on the use of the one-step model for describing the CVV
Auger decay and the bare ladder approximation for selecting the relevant diagrams making
up the final three body Green'’s function. Such an approximation should have essentially the
same physical meaning as in the BLA and we expect it should work properly in a wide range

14A complete and exhaustive description is deferred to [81, 82, 83] because it is far from the scope of this
thesis work.
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of U and hole fillings,n;. The need of calculating a three body Green’s function further
complicates the solution of the problem making difficult the evaluation of the diagrams sum-
mation. This problem can be overcome recurring to the CLA. It can be shown in fact that,
using some two bodies Green’s function sum rules [81], the three body one reduces to the
form of a convolution product in the space of single and two particles Green'’s functions,
still representing all kinds of ladder diagrams which can be evaluated at all orders. The price
to pay for this simplification is the introduction, through the used sum rules, of infinite sum-
mations over the complete set of spin orbitalsThe CLA consists properly in limiting the
summation to local stateg. Physically we expect in fact that only the sites which are closest

to the Auger site give an important contribution to the summations, so one can actually work
with a limited set to express the local single particle Green’s functions elements. Larger sets
will lead to more precise results at the cost of more computation. Comparison with exact
cluster calculations [81] showed that the CLA is very accurate in the easy cases (high filling
and/or small interaction). However many transition metals are in the range of fillings and
where the CLA approach is useful and the approximation remains reasonable, Herglotz and
qualitatively good even fa//T/ = 1. This holds true for both the one body features and the
two holes-one electron contributions resulting from the full three body’s Green’s function.
CLA treats the screening electron and the Auger holes on equal footing, carries on a partial
summation of the perturbation series to infinite order and becomes exact both at weak and at
strong coupling (in the sense that it becomes equivalent to a full Ladder approximation). A
particularly interesting feature is that this approach grants the Herglotz property. The authors
in fact proved that there exist a model Hamiltonian for which the Core Ladder series gives
the exact answer.

Today there is the complete lack of a general practical recipe to evaluate a correlated three
body propagator and the fact that CLA gives a reliable one qualifies this approach as an ap-
pealing starting point to model in particular Auger CVV and APECS line shapes from tran-
sition metals, where much of the intensity comes from core holes that are screened when the
Auger decay occurs. Some of these spectral features are amenable to the one-body Green’s
function, but the rest requires a three-body propagator. A Ladder Approximation could be
justified in many cases and could describe bound states, but it cannot be carried to infinite
order. This happens because there is no way to represent the general term as an iteration of
a simple pattern, as it happens with two bodies. This is the reason why the CLA, being born
as an extension of this model, represents a reliable candidate to describe that kind of spectra.
In Chapter four a new method to calculate a correlated three body’s Green’s function will be
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proposed as applied to the modeling of Coster-Kronig preceded Auger transitions.
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The Gutzwiller Approximation

The task of this chapter is to provide an introduction to the fundamentals of the Gutzwiller’s
Approximation (GA) in order to give to the reader all the instruments he may need to un-
dertake the reading of Chapter 4, where it will be used to model Auger spectra from incom-
pletely filled valence band materials (see Sec.4.4).

Gutzwiller firstly composed this theory in 1965 as a variational time independent ap-
proach aiming to find a solution to the Hubbard model, but in the following decades many
attempts had been done to extend this approach to the study of magnetic systems and to in-
clude a time dependence. This chapter will describe the main steps of this formalism since
its start to its latest developments. The first part of it will be devoted to the description of the
static version of GA, while the second one will be focused on the introduction of the time
dependence and the way it can be used to gain a correlated two-particles response function.

3.1 The Time Independent Case: the Static Approach

As it has been said a few lines ago, the Gutzwiller Approximation [84] is a variational ap-
proach whose aim is to find a solution for the Hubbard model at zero temperatuse)y,
which describes a system of fermions on a lattice with narrow bands:

H = Z ZtijC;Cjo + U Z UL (31)
ij o i

The first term of the previous equation is the kinetic energy representing the possibility
of hopping between thg— ¢th andi — ¢h lattice sites. The second term instead is simply the
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Coulomb repulsionc;. (c;,) creates (destroys) electrons with spiin thei — th (j — th)
lattice site, whilen;; (n;) counts the spin up (down) electrons on gite
Some of the fundamental parameters which are needed to build up the theory are:

e [, = Number of lattice sites.

N; (N;) = Number of spin up (down) electrons.

D = Number of doubly occupied sites.

|1)o) = Ground state for the non interacting systdm-= 0).

N

- = Density of spin up electrons.

.TLT:

Ny
L

n; = — = Density of spin down electrons.

e d= % = Density of doubly occupied lattice sites.

Gutzwiller’'s idea to gain the ground state for the correlated systeim,s to calculate
the Hamiltonian functional (in presence of interactidhon a trial wave function and then
minimize it. The trial correlated state is obtained frafg) as [84]:

[v) = IL[1 — (1 — g)niynay]|vo), (3.2)

whereg € (0,1) is the variational parameter. The uncorrelated case £ |1)) corre-
sponds tg; = 1; g = 0 gives|y) # 0 only in absence of doubly occupied states that is only
if D = 0, which can be easily seen writing) as:

[¥) = ¢" o). (3.3)

This can be done because:

l 2
gDi — eDilog(g) =1+D, l0g<g) + 092# + ...

= 14 D;[e!9 —1] =1+ D;[g — 1], (3.4)

where:
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D, = i1y, D= Z D; and l)z2 =D,. (35)

Once the trial wave function has been defined, the Gutzwiller's approach reduces (in
contrast to the several Green’s-function methods) the problem to the evaluation of the norm
(¥ |v) and the matrix elements making dp|H|v), in order to minimize then the energy
functional £ = %

In the next section | shall show how the author achieved the result. One essentially needs to
evaluate thevy|y) and (¢|H|¢). A key role to gain an explicit expression for the needed
matrix elements is played by some approximations made by Gutzwiller about the phase
relations between different spin configurations [84]. He claimed in fact that the motion of the
spin up electrons was essentially independent of the dynamics of the spin down patrticles (and
vice versa). Therefore these particles could just as well be assumed to be infinitely heavy,
that is they act only as an obstruction for the spin up particles. As a result it turned out that
under these assumptions the problem reduced to one of mere combinatorics [84, 85, 86, 87].
Indeed, after minimization with respect to the variational paramgt&utzwiller [84] ob-

tained an extremely simple result for the ground-state energy, namely [87]:

E _ _
7= ¢ (d,ny,n) g1 + q (dny,n) g, + Ud, (3.6)

which still has to be minimized respectdoHereq, are the discontinuities in the single-
particle occupation numbée; c,,) at the Fermi surface. They are given by [87]:

{{(ng = d)(A =1y — 1y + )] + [(n_¢ — d)d]'2}*

pr— -7
qU ng<1 _ na) (3 )
Furthermore,
1
go = z<¢0’ ZtijC;Cjo-|¢0> = Z €(l€) <0 (38)
ij |k|<kF,o

is the average energy of thespins in the uncorrelated state, white, is the corre-
sponding Fermi momentum (only if; = n; one haskr; = kg;). One can easily see
that alwaysy ~ 1 (¢ = 1 only if U = 0) as one should expect for a non interacting sys-
tem. So, while treating the interaction term exactly, the Gutzwiller approach concentrates on
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an approximation of the kinetic energy term, calculating its reduction due to the decrease of
doubly occupied sites (and therefore also of empty sites), which makes hopping energetically
unfavorable.

3.1.1 Properties of the Solution

Using EQ.(3.6) Gutzwiller [84] discussed the possibility of ferromagnetism in his model,
concluding that in three dimensions the ground state was never ferromagnetic.

Arguing from a different point of view, Brinkman and Rice [88] realized that the Gutzwiller's
result predicted a metal-insulator transition. For a half-filled bané (1) andn; = n|, they
found that §; = ¢, = ¢ andg;, = 2| = &,/2) ¢ = 8d(1 — 2d); besides this, minimizing the
ground-state energy, they obtained:

1 U U\? E U\?2
d 4( Uc)’ 1 (U) and L ’50‘( Uc) ’ (3.9)

whereU, = 8|gy|. This implies that at a finite critical interacti@n the number of doubly
occupied sites vanishes, such that every lattice point is singly occupied, i.e., that the particles
are localized. At this poing = 0 (reduction of the kinetic energy to zero) and,das- 0,
the ground-state enerdy vanishes, indicating the metal-insulator transition. Clearly, very
close to the transition, Eq.(3.9) cannot be correct. It is well known from perturbation theory
[89] that for U/|gy| or U/t > 1 (wheret is the hopping parameter), when the spins are
localized and antiferromagnetically ordered, the ground-state energy is proportistydi to
In contrast, the above result implies the formation of a paramagnetic, localized ground state.
It has recently been shown that fér= 1 Gutzwiller's ansatz represented by Eq.(3.2) does
yield in fact a ground-state enerd@y= —«t?/U, when no approximations in the calculation
of the matrix elements are made [90]. To allow for the possibility of antiferromagnetism
Ogawa et al. [86] and Takano and Uchinami [92] extended Gutzwiller’'s analysis. Introduc-
ing alternating lattices, they found that before localization setgl ie-(0), a transition to
an antiferromagnetic state was indeed energetically favorable. The results slightly differ, be-
cause different approximations were used, but the overall feature is tliatdor< 0.41 [92]
(orU/U. < 0.35 [86]) the system is paramagnetic, being described by Gutzwiller’s earlier
results, while for an interaction strength larger than these critical values antiferromagnetism
appears. A state with a vanishing number of doubly occupied sites is thus never reached at
finite U, in agreement with the Green'’s function results [93, 94].
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As a by-product, however, the work of Ogawa et al. (1975) clarified the physics contained
in GA. While starting from Gutzwiller's idea of constructing a trial wave function, they
applied a much more transparent formalism to the problem. Especially, they showed that
it was one particular approximation in their formulation which exactly yielded Gutzwiller’'s
results. This approximation concerns the dependence of the energy expectation values on the
spin configurations of the wave function. While spin configurations with the same number
of doubly occupied sites all have the same expectation value for the interaction term, their
expectation value for the kinetic energy will generally be different (in some configurations
the hopping is more advantageous than in others). Ogawa et al. [86] showed that neglecting
the configuration dependence of the expectation values was equivalent to all assumptions
made by Gutzwiller [84] and leads to an identical result. So, while the interaction term
is treated exactly, the kinetic energy is approximated in a way which includes all possible
hopping processes but neglects the environment where this hopping takes place.

In this context it is interesting to compare GA's results with those of Green’s-function
methods which use Hartree-Fock (HF) decoupling approximations. While the Green’s-
function method [93, 94] predicts a transition to an antiferromagnetic stat€ fer 0 in
the ground state for SC and BCC lattices, in the Gutzwiller approach a finite correlation is
necessary [86, 92, 95]. The ground-state energies in the two approximations for very small
correlation are given by:

L 64|20 L
i.e., the Gutzwiller solution has a much lower energy. Also, the single-particle occupation

E u Ul E U §
(_> = =[5l + 7 - and (-) = —[fol+ 3 —O(e™™""), (3.10)
Gutzw HF

numbers differ significantly: in the Gutzwilller case the momentum distributign has a
discontinuityg < 1 for U > 0 at the Fermi energy. This is characteristic for an interacting
Fermi system [99, 100] for which a perturbation expansion in terms of the interaction can be
used [101]. These differences appear to be due to the fact that the HF method concentrates
only on the antiferromagnetic phase and hence only on the anomalous Hartree-Fock averages
of the interaction term, exactly as in the BCS case. Thereby spin fluctuations, which are
important in the Hubbard model, do not seem to be included sufficiently.

3.1.2 The Slave-Boson Method

In 1986 Kotliar and Ruckenstein [102] introduced a new point of view for the GA which
allowed for a unified treatment of ferromagnetism, antiferromagnetism, and metal-insulator
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3 — THE GUTZWILLER APPROXIMATION

transitions in a mean-field theory. This agrees with Hartree-Fock theory in the weak-coupling
case, while for strong coupling it incorporates the qualitative physics expected from the few
available exact results.

Qualitatively the KR (Kotliar and Ruckenstein) approach is based on the idea that, in a
strongly correlated system, an electron is accompanied in the process of hopping by a “back-
flow” of spin and density excitations of the medidmFormally, this qualitative idea can be
realized by the application of the slave-boson method [103, 104, 105, 106], that is, rewriting
the original Hamiltonian in terms of the original fermions and a set of four projection oper-
ators, whose role is to keep track of the environment by measuring the occupation numbers
in each of the four possible states available for hopping.

To be explicit, we first concentrate on the Hubbard model which is expected to capture the
main features of the physics of lattice fermions in a narrow energy band. The correspond-
ing Hamiltonian which includes a nearest-neighbor hoppifg,and an on-site repulsion
between electrons of different spirt$, is given again by Eq.(3.1).

At this point we enlarge the Fock space at each site to contain, in addition to the original
fermions, a set of four bosons represented by the creation (annihilation) opetat@:$,
s (si0), di (d;). In particular these operators stem for:

e ¢ (e;) = creation (annihilation) operator for a boson in an empty latticeisite it
describes empty states;

e s (si) = creation (annihilation) operator for a boson with spiin a lattice sitei
(o = +1) = it describes singly occupied states;

e d (d;) = creation (annihilation) operator for a couple of spin up and down electrons
in a lattice sitei = it describes doubly occupied states;

This enlarged space contains unphysical states which can be eliminated by imposing the
following set of constraints [102]:

Z Siysio F e e +didi =1 (3.11)

CiCig = S5 8i0 +dfd;  With 0 = +1. (3.12)

1In a quasiparticle picture this shows up as a renormalization of the hopping amplitude and simply leads to
a change of the effective mass.
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When restricted by Egs.(3.11) and (3.12) the number operators corresponding to the Bose
fieldse;,s;, andd; act respectively as projection operators onto the empty, singly occupied
(with spin up) and doubly occupied electronic states at each site. Equation (3.11) can then
be interpreted as a completeness relation and reflects the fact that no more and no less than
one of the four possible states must be occupied at each site; the second constraint equates
the two ways of counting the fermion occupancy of a given spin. It is not too hard to check
that in the physical subspace defined by Eqgs.(3.11) and (3.12) the Hamiltonian:

H = >N i Cozthzie + U Y did; (3.13)
ij o i

Zie = € Sic+ 5i_gdi, (3.14)

has the same matrix elements as those calculated for Eq.(3.1) in the original Hilbert
space. It is worth to note that thé& (c;,) operator appearing in Eq.(3.1) creates “physical”
electrons and it is found a3, =;, (¢;,2,,) in Eq.(3.13), where;. (c;,) represents a pseudo-
fermion operator.

To calculate observable quantities we write down the partition funcfiohthe system as
a functional integral over coherent states of Fermi and Bose fields [105, 106]. The constraints
represented by the Egs.(3.11) and (3.12) are taken into account by introducing three proper
Lagrange multipliers per sita,gl) and)\gfr) (o = £1). The patrtition function then is used to
build up the free-energy functionaf, = —kgTinZ/L, which has to be minimized respect
tod.

In the atomic limit ¢;; = 0) the functional integrak can be calculated exactly and leads
to the known results. Faf; # 0 instead the simplest approach to calculdtés the so-
called “saddle-point approximation” [112] in which all Bose fields and Lagrange multipliers
are taken to be independent of space and time. Unfortunately, the resulting saddle-point
equations lead to the incorrect result in the noninteracting limit (which occurs either for
U = 0 or in the case of fully polarized spins). This is because in this approximation the
constraints are only satisfied on the average, and not explicitly at each site of the lattice.
To overcome this problem Kotliar and Ruckenstein [102] made use of the fact that the proce-
dure described above is not unique; there are many different Hamiltodfangth different
properties in the enlarged Hilbert space. It is worth to note that the operator appearing in
Eq.(3.13) leads to the same spectrum as Eq.(3.1) when restricted to the physical subspace
defined by Egs.(3.11) and (3.12). Clearly this arbitrariness presents no difficulty as long
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3 — THE GUTZWILLER APPROXIMATION

as the constraints are handled exactly. However, any approximation which relaxes the con-
straints is sensitive to the precise choicebfln any practical calculation this ambiguity can

be used to our advantage, and the forntlofan be determined by requiring that the approx-
imation scheme leads to physically sensible results in known limiting cases. In particular, in
this case we replace, in Eq.(3.14) by another operatar,2[102]:

Zie = (1 —dfd; — s;sw)_lnzw(l —efe; — s:_asiv_o.)_lﬁ, (3.15)

which has the same eigenvalues and eigenvectors asthe physical subspace but also
leads to the corredtf = 0 limit in the saddle-point approximation.

This was the start of a new viewpoint but important mathematical points are fixed by
Arrigoni and Strinati [107], who presents the KR approach in a slightly different way, leading
however to the same conclusions.

In their paper Kotliar and Ruckenstein [102] show that the saddle point approximation
reproduces the same results as GA, but this time they are no more restricted only to the
paramagnetic case.

Another important improvement to the original theory came from the works firstly of
Metzner and Vollhardt [108] in 1989 and then of Gebbhard [109] in 1990. They studied a
systematic formalism for the variational evaluation of ground-state properties of Hubbard-
type models in finite dimensions In particular Gebbhard’s formalism started from gener-
alized Gutzwiller correlated wave functions, which were then studied in a systerafic (
expansion around the limit of high dimensioas{ oc) and estabilished that the Gutzwiller
approximation become exact ih— oo for translationally invariant wave functions. This
means that the Gutzwiller approximation is the exact solution for a GW variational problem
for the casel = oco. This type of approximation is no longer exact for more complicated
(e.g., antiferromagnetic) wave functions. Gebbhard found also that performing)aei-
pansion for the Gutzwiller wave function, the lowest orderslinif are sufficient to repro-
duce at least qualitatively all numerical findingsdn= 2,3. The limit of d = oo systems
revealed this way to be a very fruitful starting point for the study of finite dimensional sys-
tems.

2‘]0 = <51tgw>
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3.2 TDGA: the Dynamical Mean-Field Theory

The irksome mathematical formalism is a major disadvantage of the KR method and in
fact there was no application of their approach to broken-symmetry states due to technical
difficulties. Besides this the KR choice for thehopping factor does not lead to controlled
sum rules [110].

In 2001 Seibold and Lorenzana [111] laid the foundations of the time dependent ver-
sion of the GA for the Hubbard model. In their work they overcame the above mentioned
difficulties within the functional integral formalism and introduced an alternative scheme to
compute fluctuation corrections around the GA to dynamical and static correlation functions
and the ground state energy. The method can be viewed as a Time-Dependent GA (TDGA)
in the same way as the Random Phase Approximation (RPA) method on top of a HF solu-
tion (HF + RPA) can be viewed as time-dependent HF approximation in the limit of small
amplitude oscillations [112]. For this reason they labeled the method as BRA.

The ground state energy of the one-band Hubbard model gained by using this method is in
excellent agreement with exact results up to moderate coupling in one dimension (1d) and
for all couplings in a 2d system. This approach allowed Seibold and Lorenzana to calculate
also dynamical correlation functions, which resulted to be substantially better than HF
RPA ones and obey well behaved sum rules.

They considered the one-band Hubbard Hamiltonian of Eq.(3.1). Their starting point was
then an energy functiondl|p, D] of the GA type [102]. Herg is the density matrix of an
associated Slater DetermindftD), i.e. p, jor = (SD|c cj»|SD) and D is a vector of the
GA double occupancy parametefs, at sitei. In order to consider arbitrary fluctuations the
charge and spin distribution pfand the distribution oD should be completely unrestricted.

For simplicity they considered only solutions where the associéeds an eigenstate of
the = component of the total spin operat@r(;,» = d,../pijs). E[p,D] can be obtained by
exploiting the equivalence between the KR saddle point solution and the GA [102], which is
given by [111]:

Elp,D] = Z Z tijpijazi—;zja + UZ D;, (3.16)
i o )

with
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L — pii + Di)(piic — D Di(pii,—o — Di
_— V(= pi + Di)(p ) +/Dilpi, ) (3.17)
Piio(1 = piic)

andp; = > pis- The stationary solutiop®, D is determined by minimizing the

energy functional with respect {pand D. The variation with respect to the density matrix

has to be constrained to the subspace of Slater Determinants by imposing the projector con-
dition p? = p [112]. Within this subspace they considered small time-dependent amplitude
fluctuations of the density matrpxt). To this end a weak time-dependent field was added to
Eq.(3.16) of the form¥'(t) = 3~ i/ (fijore " ¢icjor + h.c.). This produces small ampli-

tudes oscillationsp(t) around the stationary density, i.8o(t) = p(t) — p». They assumed

that at each instant of time the double occupancy parameter is at the minimum of the energy
functional compatible with the correspondipg); i.e., the double occupancy parameters
{D} adjust antiadiabatically to the time evolution of the density matrix. This is reasonable
since the double occupancy involves processes which are generally high in energy and hence
fast.

The formal complication of their approach, as compared to the standard RPA has its origin
in the proper adjustment db to the time evolution of(¢), i.e., the determination @fD(¢).

This step is achieved by expanding the energy functional Eq.(3.16) up to second argler in
andJD around the saddle point:

_ 1 _ 1
E[p,D] = Ey + hy 6p + 597" Lodp + 0DSudp + 55DTK05D (3.18)

where the bar indicates that we are treating a matrix as a column vector and the subindex
0 indicates evaluation in the stationary state. To write Eq.(3.18) we defined [111]:

o)) 0*E
h'w:—; Li‘a o' = A+ Ao
’ Ipijo JoM 0p5;50Pk1o"
0*E 0*E
S ijo — ) — — 3.19
kg (9Dk8pijg kil 8Dk8Dl ( )

By applying the condition of antiadiabaticity~ /00 D = 0 to Eq.(3.18), a linear relation
betweenjp andd D can be obtained. In fact [111]:

oE
= 6D = —K;'Spdp (3.21)
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Using this expressiofD can be eliminated from Eq.(3.18), finally yielding to an expan-
sion of the energy as a functional &f aloneE[p] = E[p,D(p)],

_ 1
Elp] = Eo+ hy 69 + 507" (Lo — 5§ Ky 50)0p. (3.22)

This can be regarded as the expansion of an effective interacting energy functional in
which the interaction potential between particles is density dependent. This kind of func-
tional often appears in the context of nuclear physics and there exists the Ehrenreich-Cohen
method [113], which allows to compute the RPA fluctuations induced by this type of inter-
action.

Seibold and Lorenzana [111] applied this formalism to the half-filled Hubbard model
in the antiferromagnetic &l state [115]. In particular they evaluated the density-density
correlation function, the optical properties and the double occupancy and compared them to
the exact result and other approximations for a 1d system.

As it can be seen from Fig.(3.1) the static quantities they calculated, like GA ground state
energy and double occupancy, resulted to be in excellent agreement with exact results in one
dimension up to moderate coupling and in two dimensions for all couplings. They found a
substantial improvement over traditional GA and HIRPA treatments. Also the dynamical
correlation functions resulted to be substantially better than-HFPA ones and to be well
behaved with respect to important sum rules.

The better performance of GA RPA with respect to conventional HF RPA theory
was supported by another important work of Seibold, Becca and Lorenzana [114] in 2003,
where they calculated the charge-charge and current-current dynamical correlation functions
in one and two dimensions.

An example of the comparison between the results given by this approach with the ones
of the HF+ RPA method is reported in Fig.(3.2), which reveals that GRPA provides a
better description of both the low and the high-energy excitations than the RFPA, even
at larger values of//t.

3.2.1 An Alternative Approach for Two-Particles Response Function

In Chapter 2 we saw that for materials with incompletely filled valence band the dynamical
two-particles response function and the formation of anti-bound Statesstill not well

3Here and henceforth we will refer to the two holes resonance described in Chapt.2 as anti-bound state.
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Figure 3.1. Comparison of the
exact ground state energy with
the various approximate meth-
ods discussed in [111] for the g
half-filled Hubbard model in 1d
(upper panel) and 2d (lower
panel). Exact results in the up-
per panel are for an infinite 1d
system after Ref. [116], whereas a7
approximate results are for a o :
32-site lattice. (Finite size er- o2t
rors are estimated to be of the o4 |
order of line width.) Exact o5t
[117] and approximate results £ sl
in the lower panel are for a al
4 x 4 cluster. The inset show az b
the corresponding curves for the 14
1d double occupancy (exact and 16 . . .
GA + RPA are almost undistin- o 5 0 15 20
guishable). i
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Figure 3.2. Charge correlation functioty.(w) [114] for the half-filled4 x4 Hubbard model
(~16 particles) in the case @f /t = 10, wheret stands for the hopping parameter.
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understood. Cini [61] explained the Ni XPS satellite and put forth a first approximation
to the Auger spectra within the low-density approximation; later, as discussed above, Cini
and coworkers [82, 118] found that for small fillings the best approximation for the spectral
function corresponds to a generalization of the original CS theory, namely summing a ladder
series with bare Green’s functions. For moderate fillings and large interactions, this bare
ladder approximation (BLA) breaks down and no reliable theory is available.

In Ref. [61] several effects are expected to affect the two-particle spectra in the case of
partially filled bands. First, strong correlation produces band narrowing which should help
to split-off anti-bound states from the two-particle continuum. Second, the spectral weight
of the anti-bound state should depend on doping since the probability to find an empty site
where to create an anti-bound pair is concentration dependent. Third, the other holes present
in the system are expected to screen the effective interaction among the added holes which
may lead to a renormalization of the position of the anti-bound state with respect to the
continuum.

From what we said so far about the TDGA, we expect that this approach can be a good
candidate to build up a theory of anti-bound states for the Hubbard model which incorporates
all these effects. Seibold and collaborators [119] computed in fact the pairing fluctuations
within the TDGA, reproducing the effects discussed above while sharing the numerical sim-
plicity with the CS theory. Interestingly they found that the effect of a finite density is to
anti-screen the Hubbard U interaction, i.e. the effective interaction is larger than the bare
one. Besides this the comparison of their results with the ones gained by exact diagonaliza-
tion shows that the TDGA is reliable even at high densities where the BLA breaks down.

Their starting point was again the Hubbard Hamiltonian [119]:

H = Z(t” — IU(SZ‘]')C;;C]'U + UzniTnilv (323)
ijo i
wherec; creates a fermion with spin at sitei, n,, = ¢} ¢;,, U is the Coulomb on-site
repulsion and: is the chemical potential.
Seibold and coworkers [119] wanted to evaluate the two particles correlated response
functions:

1 (> .
Pj(w) =~ / dte’ (T (t)es (t)e]f ch), (3.24)

o0
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whose imaginary part yields the two particles insertion (removal) spectra for 0
(w < 0).
To this end they choose as trial wave function:

) = g"|®), (3.25)

where|®) represents this time a Bogoljubov vaculiil2, 120] and;” partially projects

out from it doubly occupied states.
The single particle density matrix is defined @s;,» = (gzi]c Ci|?) and the pair matrix

kiv jor = (P|cjocir|P) Which satisfies the constraints [121]:

To perform GA, we need to build up the energy functiofa: ’ﬂﬁx as afirst step. This
is more easily done by rotating at each site the fermion annihilation and creation operators
to a basis where anomalous expectation values vanish [122]. Then one derives the GA with
one of the known techniques [102, 109] (see also Sect.3.1.2 ) and finally for a non magnetic

state one finds:

E|p,k,D] = E:%%%mMU+U§:D“ (3.27)

ijo

with the hopping renormalization factors:

\/3—Di+Ji.(WDi— Ji. — i+ VDi — Jio + ;)
. (3.28)

Zi =

1
=
Here we defined:
C_ka kR Z.kiT,z'l — ki |
i 9 ) iy 2 3
Pitat T Pipa — 1
Jin =i M~ = Jil Dy = (@l ) (3.29)

2 I

4A Bogoljubov vacuum is a way to represent the BCS ground state by means of a fermion quasi-particles
vacuum.
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The ground state is found by minimizing Eq.(3.27) with constraints given by Eq.(3.26),
leading to the statig?, £°, J° and D°. In particular Seibold et al. [119] concentrated on a
paramagnetic normal metal, thils= J = J) = 0.

To compute the response function they add a weak time dependent pairing’fi¢ld-

S (fiem™te; e + hec.) to EQ.(3.23), whose effect is to produce small time dependent devi-
ations in the particle densityp(t) = p(t) — p°. In addition, since’’ does not conserve the
particle number it induces pairing correlatiagnsvhich they computed in linear response.

Expanding the energy up to second ordessrandk one finds:

0E = (ko — 1)0proka +V I _ (o + 7). (3.30)
ko 7

Heree, = z2e;, + Y denotes the GA dispersion relatiog, (is the bare one)X
coincides with the Lagrange parameters of the slave-boson method [102] and is given by
Yo = 226, Withe = 37, 500, 1,120 is the hopping renormalization factor at the saddle
point andz], is its density derivative. Our notation emphasizes the factfhatan be in-
terpreted as a local GA self-energy. Finally they evaluated the pair correlation function by
using the usual ladder expression:

__ PYaw)
P(qw) = 1= VP(qew)’ (3.31)

with an effective on-site particle-particle interactighwhich is defined as [119]:

— 2
y - U=2% (3.32)
1—n
wheren denotes the particle concentration.

The explicit expression foP°(q,w), appearing in Eq.(3.31), is:

gy = L3 L= Sle) — Slea) 333)

L 4= w — e — Ekeq + 21+ ilkkeq

whereL is again the number of lattice site§e) is the Fermi distribution function and
e = 0Fsign(ex + e — 2u).
Egs.(3.31) - (3.33) represent the main result gained by Seibold and coworkers [119].

These expressions show that their approach leads to the same formal ladder structure as in

55



3 — THE GUTZWILLER APPROXIMATION

the CS theory [34, 35, 36] but with the HF self-ener@y,( = Un/2, with z, = 1) replaced

by the GA one and the Hubbard repulsiGrreplaced by an effective interaction Notice

that Eq(3.32) is valid in the BLA, provided one replacgés — X'y, leading toV = U.
The local response is obtained as proportional to the imaginary part of [119]:

Puw) = 1 3" P(gw). (3.34)
q

The problem within the BLA is not so much the energy of the anti-bound state but rather
the energy of the particle continuum, which is given by the HF eigenvalues. This affects
the anti-bound state because, as the continuum approaches the Entrgwanti-bound pair
becomes less localized in the relative coordinate and eventually disappears.
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Figure 3.3. Local spectral function for different fillings [119] in TDGA and BLA. Results are

for the Hubbard model on a square lattice with nearest-neighbor hoppiiag, (= 128t/72).

The vertical arrows indicate the position @, separating the addition paw’ > 2y from the

removal part.’ < 2u. The intensity of two-particle scattering states have been multiplied by
103. Inset: then = 0 case which coincides in the two approximations.

Fig.3.3 compares the local two-particles spectral function for an infinite two-dimensional
system and. < 1, within TDGA and BLA. The inset shows the = 0 case where TDGA
and BLA coincide. Differences occur at finite concentrations (main panel) where the line
shapes are dominated by the anti-bound staté at U (as in CS), which is significantly
stronger in the TDGA. The intensity of the continuum at low energies has been multiplied
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by 103 to make the line shape visible. As anticipated the two-patrticles continuum is far from
the anti-bound state in GA, whereas it quickly approaches it in the BLA. The anti-bound
state can propagate and forms a band as in the Sawatzky approach; this is the reason for the
width of the high-energy feature, other broadening mechanisms are discussed in Ref. [60].
The pair correlation function satisfies the sum rules:

1 oo
§=_= / do' ImPy(w') =1 —n+ (ning). (3.35)
2

T Jop
This can be used to evaluate ladder corrections to the GA or HF double occupancy. The

BLA introduces a strong correction to the HF double occupancy which is in accordance to

GA for small fillings and then deviates.
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Figure 3.4. Imaginary part of the pair correlation function for the Hubbard model [119]

with U/t = 15 and 12 particles on a4 x 4 square lattice obtained by exact diagonalization,

TDGA and BLA. The origin of the energy axis is2at The left inset enlarges the region

of low energy band excitations, while the right inset shows the frequency evolution of the

integrated spectra. The broadening of the delta peakssisin the main panel and the right
inset, and). 1t in the left inset.

In order to validate their results, Seibold and coworkers [119] computed also the exact
two-particles addition spectra for 10 particles ot a 4 lattice with only nearest-neighbor
hoppingt andU/t = 15, by using exact diagonalization. Fig.3.4 shows a comparison be-

tween the present theory and BLA.
Despite the large value of the Hubbard repulsion, TDGA yields excellent agreement with
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exact diagonalization concerning the location, width and intensity of the high-energy anti-
bound states. On the other hand, BLA predicts that these excitations have a much lower
energy when referenced & and no clear separation with the band states is visible (see
upper-left inset). For the system under consideration, there are three band-like two-particles
energies which are very well reproduced by TDGA in contrast with BLA. The upper-right
inset demonstrates that the double occupancy after Eq. (3.35) is accurate within TDGA,
whereas BLA overestimates as it is expected. The good performance of TDGA is not re-
stricted to this particular value of U but persists to even larger (and of course lower) on-site
repulsions. The simplicity of the method elaborated by Seibold and coworkers suggests its
application to the computation of Auger spectra on top of realistic Gutzwiller calculations.
The first attempt towards this direction will be described in Sec.4.4.
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Results

The aim of this chapter, which represents the original core of this thesis work, is to pave the
way towards an understanding of CVV Auger spectra from open band materials by means of
the several models we developed. This offers also a precious chance to deepen our knowl-
edge about the mechanisms which are at the basis of the way strongly correlated systems
respond to a very strong and local probe such as Auger spectroscopy.

The several sections here presented will be arranged in an order of increasing originality
and complexity of the proposed models, which are all deep rooted on the common ground of
electronic correlations, the underlyifigrouge of this thesis work.

The journey starts within the secure waters of quite closed band materials: the first section
in fact will be devoted to the description of the results gained by applying the Cini-Sawatzky
theory (CS) theory to explain the AR-APECS (Angular Resolved - Auger PhotoElectron Co-
incidence Spectroscopy) spectra from metallic Copper, while the second one will be focused
on anab-initio approach to evaluate the on-site hole-hole Coulomb interactions. This repre-
sents an essential step towards a prediction of the measured Auger spectra without making
use of experimentally determined parameters. The reader’s attention then will be turned to
the problem of CVV Auger spectra from open band materials. To start with, | shall present
the results of a new approach to the Graphite and carbon nanotubes spectra, which is based
on the use of the BLA (see Sec.2.3.3) density of states. Subsequently we will apply both
the BLA and the Time Dependent GA (TDGA, see Sec.3.2) to the CVV Auger spectra from
CuG, planes of highr’,. superconductors. The comparison between the results provided by
these two methods will allow us to trace the path for a new approach aimed to model this kind
of spectra in the attempt of going beyond the limit of the BLA. Finally the last section will
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be devoted to the description of a new theory able to model Coster-Kronig preceded Auger
line shapes in solids. The double value of this approach stems from the fact it both gives
a recipe for calculating a correlated three holes Green’s function and it represents the first
theory able to model these kind of contributions to the Auger spectra, allowing to decouple
them from the corresponding parent diagrammatic lines.

4.1 TheM3;V'V Spectrum from Cu(111): a Survey by AR-
APECS Technique and Model Calculations

As it has been anticipated a few lines ago, this section will be centered on the study of
the MsM,y M,y 5 Auger spectrum from metallic Copper [123], that is a transition due to
the non radiative decay of &p;/,, core hole which leads the target atom to a two holes
final state in the3d valence band. This has been achieved both by using modeling and
experimental techniques. In particular the measured data were acquired by means of AR-
APECS [16], a coincidence spectroscopic technique whose spectra are produced only by
those Auger electrons which are revealed simultaneously with the primary photoelectron
coming from the creation of the first core hole (which starts the Auger decay).

4.1.1 The Experiment

The experiment was performed by the group of Prof. G. Stefani at the beamline ALOISA of
the synchrotron ELETTRA (Trieste). A detailed description of the measuring apparatus is
far from the scope of this section and a section on Ref. [124] is devoted to it.

The sample was a single crystal of Cu(111) cleaned using the usual procedure of cycles
of sputtering and annealing. Its chemical cleanness and the absence of lattice defects were
verified by photoemission, Reflection of High Energy Electron Diffraction (RHEED) and
PhotoElectron Diffraction (PED) measurements.

Monochromatig-polarized radiation of energyr = 241 eV impinged on the sample at
a grazing incident angle of aboért, where the surface normal lied in the plane determined
by the photon beam direction and its polarization veetor
Fig.(4.1) shows a schematic representation of the analysers disposition inside the ALOISA
experimental chamber. As it can be seen from the figure, among the seven hemispherical
analysers contained in the experimental chamber, two of them are mawitagdart on an
array termed bimodal frame, which has the possibility of rotate around the photon beam axis
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Figure 4.1. Schematic
representation of the
experimental chamber of
the beamline ALOISA at
the synchrotron ELETTRA
(Trieste). The seven elec-
tron analysers making up
the measuring apparatus
are placed on two frames
having different motion
degrees of freedom. The
two analysers embedded
in the bimodal frame in
fact can rotate around
a direction which is or-
thogonal to the x-axis, or
else around the direction
of the impinging primary
beam. The remaining
five analysers, which are
placed instead on the
so-called axial frame, are
able to rotate around the
x-direction independently
from the experimental
chamber.

and around an axis normal to it. The other five analyskisdpart) are positioned on a plane
(axial frame) containing the photon beam axis and rotating around it.

To perform the coincidence measurements the bimodal analysers (with an energy resolution
of 2.16 eV) were tuned to a fixed kinetic energyof = 157.8 eV, which corresponds to

the high kinetic energy side of tt3® photoemission peak. This energy was chosen in order

to avoid the detection of photoelectrons coming from the ionization ofthe shell. The

axial analysers (with an energy resolution of 0.9 eV) sampled instead the energy range of the
Auger spectrum.

For the experiment two configurations were used and in the following they will be referred
to as condition AN and AA. In the former geometry one electron of the pair was aligned (A)
with the polarization vectog, while the other one (the Auger electron) was collected at more
than40° from the surface normal, so it was not aligned (N) within the latter condition
instead both axial and bimodal frames were mostly close to the surface normal (at angles
mainly < 20°) and thus most of them can be assumed to be aligned (A)=with Fig.(4.2)

the comparison between thid; V'V experimental coincidence Auger spectra measured for
the configuration AN (open triangles) and AA (open circles) is shown [123]: from this graph
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it is clear that the patterns relative to the two different geometries differ one from the other
for the relative intensity ratio of the two main peaks of the spectra which are due to the final
two holes termsG (the principal peak) andF’ (the peak on the high kinetic energy side of
the main one).
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Figure 4.2. Comparison between th&/31 V' coincidence Auger spectra of Cu(111) [123]
measured in configuration AA (open circles and solid line) and AN (open trianglesand dashed
line). The solid and dashed lines are only guides to the eye.

4.1.2 The Model

To explain the trend shown by the experimental data reported in Fig.(4.2), the Cini theory
for the closed band case [34, 35] was used but with a slight modification represented by the
introduction of the off-site interaction (see Sec.2.3.2) and the spin-orbit coupling also for the
two holes in the final state [123]. It has been possible to introduce solid state effects thanks
to the use of off-diagonal one hole local density of states (1hLDOS) matrix elements, which
were calculated within Density Functional Theory (DFT).

The studied Auger transition leads the target atom to a final state with two holes3ith the
shell. To take into proper account spin-orbit interaction, the intermediate coupling scheme
was adopted, thu§'Sy,' Dy, !G4 3 Fy 3 F3 2 Fy 32 P3P 2 Py} represents the two holes basis
set upon which the several operators present in the calculation has to be projected. The
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spin-orbit coupling parametegz; = ﬁ(gpgd(ﬂﬁ‘fl—ﬂgpgd(r», was taken from a DFT
calculation on atomic Copper [125].

As it has been described in full details in Sec.2.3.1, in the CS basic model the correlated
two holes local density of states (2hLDOS) can be obtained within the two step approach
from a two holes Green'’s function:

1

———c! b (P, 4.1
w—H+ 1 2) 1)

G(a17a27a37a4;w> - <@‘Cd,a4cd,a3 d,c1 ~d, 01

where|®) is the ground state of the neutral target atom angd (c; «,) fepresents the
annihilation (creation) operator for a hole in ttishell with quantum numbers all specified
in o;. H 'is the Hamiltonian of the system, which can be split as the sum of a non interacting
and an interacting part:

H = Hy+ Hyy,. (4.2)

Hereﬁo is given by the sum of single-particle operators, while instéA(a,g recollects
all the interaction term present fl, that are the hole-hole interactioH, and the spin-orbit
coupling,ﬁso, f[mt = ﬁr + f[so.

To gain the Auger spectrum we will follow basically the same procedure outlined in
Sec.2.3.1 for the CS theory, but with two main differences: a matrix approach which is
essential to take into account solid state effects, and the inclusion of the spin-orbit coupling
interaction for the two final valence holes. This term will modify the interaction Hamiltonian
present in the Dyson like equation which is used to evaluate the interacting two holes Green’s
function. In the following this procedure will be described in more details.

Starting from the DFT 1hLDOS matrix, the non-interacting 2hLDOS matti¥) (w), has
been built by simply convolving the 1hLDOS. Then also the Hilbert transform matrix of the
two holes non interacting density of staté¥) (w) was evaluated, so as to make up the non
interacting two holes Green'’s function matrix:

GO(w) = DO(w) — irDO(w) (4.3)

1All through this chapter the symbol™ will be used to mean that the stressed quantity is an operator and
the corresponding equations where it appears are valid independently from the particular chosen basis set of
states.
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The correlated two holes Green’s function can be obtained by using the following Dyson
equation:

G(w) = GOw) + GO(w) HypuG(w), (4.4)

which is very similar to the one that can be gained by Eq.(2.21) except for the presence
of ﬁmt instead of the simpler’?[T. The interacting 2hLDOS we are interested in can be
then easily calculated as the imaginary par@tétu), which can be evaluated by inverting
Eq.(4.4):

D) = -~ Im[G(w). (4.5)

™

The total spectrum at last will be proportional to [123]:

S(w) = ZXYJAé(DXYo(w)AY (46)

whereX andY contain the quantum numbers identifying a particular two holes multiplet
term andDyy, represents the correlated two-hole local density of states matrix elements
calculated on the state’s andY. Ay and A} are respectively the Auger matrix elements
and their hermitian conjugates for an Auger transition from the deep initial core hole state to
the final two hole multiplet term Y. Before going on | wish to remind the reader that Eq.(4.6)
is valid within the two step approach. In actual calculations we neglected the dependence of
the Auger matrix elements on the kinetic energy and direction of the emitted Auger electron.
The amplitudes!y appearing in Eq.(4.6) were obtained by using the PHAGEN code (PHAses
GENerator) to calculate both bound state and excited radial wave functions. This code is
based on a self consistent procedure within the single configuration Dirac-Fock scheme,
where Breit’s interaction is included only as a first-order perturbative correction. Excited
state radial wave functions are calculated using the muffin tin approximation for the poten-
tial and adding an exchange-correlation part calculated within the LDA scheme. Multiple
scattering effects have been neglected, i.e. only the direct waves (those which directly reach
the detector) have been considered. At the low kinetic energies of the outgoing electron con-
sidered here, such effects could influence the diffraction patterns, but we neglected them in
the calculation of the energy spectrum.
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4.1.3 The Screening Energy

Among the several ingredients which are needed to calculate the Auger spectrum, the two
holes correlation energies were taken from [126]. They were calculated using the Slater inte-
grals from [166] and they take into account also the exchange integrals present for the triplet
multiplet final state terms. Besides this it has to be considered that the effective Coulomb in-
teraction felt by the two final holes is diminished by a screening enetggiue to initial and

final state effects. The former are due mainly to the fact that the photoelectron and the Auger
electron come from different electrostatic potentials, while instead the final state effects are
produced by the screening of the other passive electrons.

Finding a rigorous way to evaluate this screening energy is a problem still open at the
state of the art today. Some attempts have been done in this direction by several groups of
research [149, 129]. Unfortunately at the standard level of DFT the accuracy reached by all
these approaches is still far from satisfactory. One cannot disentangle the various effects in
the measured spectra. For these reasons the procedure described in [54, 55] was adopted tc
obtain a theoretical line shape that better reproduces the experimental patterns. The Auger
profile was calculated by fitting the screening enerjyo get the line shape which best
reproduces the experimental one, without caring about its absolute position. The remaining
energy shift was attributed to the off-site interactipr(see Sec.2.3.2), that is the energy
that has to be subtracted from the Coulomb interadtidngether with the screening energy
A to reach the effective hole-hole interactiog.is due to the fact that also when they are
some distance apart, the two final holes can still interact because of an incomplete screening.
The best value found in this way for the screening ener@pisV. By using thisA value
however our calculated spectrum results to be still shifted of about 3 eV towards higher
kinetic energies respect to the experimental one. Recalling to the mind the works of Cini
and Verdozzi [54, 55] we are tempted to attribute all this shift to the off-site interagtion,

This cannot be done directly because a further shift of 0.5 eV has to be considered, whose
origin has an experimental nature. Panel (a) of Fig.(4.3) shows the comparison between the
coincidence spectrum (open triangles in the left side of Fig.(4.3)) and the one which has been
measured not in coincidence (dashed line). From this figure one sees in fact that the kinetic
energy position of the intensity maximum for the coincidence pattern (open triangles in the
left side of Fig.(4.3)) is shifted respect to the one measured not in coincidence (dashed line)
by 0.5 £+ 0.2 eV. To understand this behaviour it is worth noticing that for the coincidence
experiment the photoelectron analysers were set to collect electrons with a kinetic energy 1.3
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eV higher than the maximum of ti¥®; , photoemission peak.
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Figure 4.3. Panel (a): total coincidence spectrum (open triangles) with the best fit obtained
by the deconvolution of multiplet terms (thick solid line). The comparison with the Auger
spectrum (dashed line), not measured with a coincidence technique and which has been si-
multaneously acquired, outlines a shift of about 0.5 eV between the energy position of the
maxima of the two spectra. Panel (b): photoemission spectrum (open circles) superimposed
to its best fit which has been obtained by using two Voigt components and an integral back-
ground (dotted lines). By convolving each one of the two Voigt peaks with the analyser trans-
mission curve (crossed symbols and line), one obtains the patterns representing the accepted
3p1 /2 photoelectrons (open triangles and line) and thg, photoelectrons (open squares

and line).

In panel (b) of Fig.(4.3) the photoemission spectrum is shown as open circles, super-
imposed to the best fit which has been obtained by using two peaks, one for each of the
two spin-orbit splitted components (dotted lines) of 8peshell. Crossed symbols and solid
line represent instead a gaussian with a FWHM of 2.16 eV (the bimodal analyser energy
resolution), centred at an energy 1.3 eV higher than the photoemission spectrum maximum,
which represents the energy window collected by the photoelectron analyser. Multiplying
such gaussian with the lorentzian curve which represents the photoelectron energy distribu-
tion as obtained by the fitting procedure, one gets what may be called the “accepted”
photoelectrons (open triangles and solid line in panel (b) of Fig.(4.3)) and the “accepted”
3ps/2 photoelectrons (open squares and solid line in the right side of Fig.(4.3)). It results
that the acceptesip;/» photoelectrons are inside a curve that is centred at +0.5 eV from the
3ps3/2 Spin-orbit term and with a FWHM of 1.5 eV. Since energy is conserved collectively by
the electron pair, if higher energy photoelectrons are selected, Auger electrons originating
from the same core ionization must have a lower energy than the diagrammatic value, so this
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explains why the coincidence Auger spectrum is shifted of -0.5 eV with respect to the not in
coincidence one (panel (a) of Fig.(4.3)). The reasonableness of these arguments is strength-
ened by a work of Jensen and coworkers [130] where it was observed a linear dispersion of
the coincidence photoline as a function of the Auger electron energy.

Taking into account this further shift of the coincidence measured spectrum, the total
shift of the theoretical spectrum towards higher kinetic energies can be estimated as 2.5 eV
and now it can be fully attributed to the off-site interaction that has to be subtracted to the
Coulomb interactio/ together with the screening energyto gain the effective hole-hole
interaction. The off-site shift is very similar to the one estimated for Ag [55]. This is not
surprising because Ag and Cu have a quite sindilaii’ ratio? (wherelV is thed band width)
and the two wave functions are similar in both cases.

4.1.4 Discussion

Fig.(4.4) displays the calculated; M, ; M, 5 Auger line shape from metallic Copper [123]

as obtained by following the procedure described in the previous subsection. The two re-
ported patterns have been gained by making use in Eq.(4.6) of angle-resolved Auger matrix
elements for the Auger electron detected‘atopen circles and solid line) ant)° (open
triangles and dashed line) from the sample surface normal, so as to reproduce at least for this
electron the two different geometrical configurations adopted to perform the experiment.
These two configurations correspond in fact to the geometries in which the Auger electron is
respectively aligned (A) and not-aligned (N) with the light polarization veetor,

The theoretical patterns shown in Fig.(4.4) were convoluted with a lorentzian curve charac-
terized by a FWHM of about 1.8 eV. This value has been achieved accounting for several
broadening mechanisms (except for the experimental one) that may occur in a CVV Auger
decay, such as for example lifetime and phonon broadening or the one due to dispersion (see
Sec.2.3.2). The magnitude and exact values of all these contributions for the case of Copper
are reported in Table 4.1. Considering also the experimental broadening leads to a calculated
line shape which results to be too much broadened respect to the measured one, because in
this case we have to convolve the theoretical pattern with a lorentzian curve having a FWHM
of about 2.2 eV. Again we explain this finding as due to the tuning of the bimodal analysers
at an energy higher than te;,, photoelectron line. We are revealing only the high kinetic

2They are respectivelf"U /W) 4, ~ 1.3 and(U/W )¢y, ~ 1.14
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energy tail of the core-hole photoemission; this means that we are selecting only fast photo-
electrons. In this way we are artificially reducing the rate, as if the core-hole photoemission
peak were narrower than the Gpi/» natural width.
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Figure 4.4. Comparison between the calculatéy V'V Auger line shape of Cu(111) [123]

obtained using angle-resolved Auger matrix elements for the Auger electron dete6ted at

(open circles and solid line) ant)? (open triangles and dashed line) from the sample surface
normal. Arbitrary units are employed.

Type of broadening | Value [eV] | Reference

Lifetime broadening | I'(M3)=1.6 [131]
Experimental broadening I%,, =0.9
Dispersion Tyisp = 0.15 [60]
Phonon broadening | I, =0.14 [60]

Table 4.1. Magnitude of the several factors contributing to broaden the theoretical Auger
line shape. The origin and physical meaning of these mechanisms are described in details in
[60].

Another overestimated broadening contribution is the dispersive one: AR-APECS in fact
is a surface sensitive technique and the energy range of the measured Auger electrons is near
the minimum in the universal electronic mean free path curve. This means that the Auger
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electrons revealed in this experiment come directly from the sample surface or from the first
layers next to it, so that we have not the possibility to perceive the effects of the lattice “per-
fect” periodicity, or else of the periodic identical copies of the considered target atom. The
main responsible for the increasing of the calculated line shape is however the narrowing
mechanism relative to the natural lifetime width of the core-hole peak previously described:
this fact clearly appears by simply comparing the order of magnitude of the several contri-
butions to the total broadening.

By comparing the calculated spectra reported in Fig.(4.4) to the corresponding experi-
mental ones of Fig.(4.2), it clearly appears that the theoretical patterns reproduce quite well
the same trend as the AR-APECS measured data, that is the relative intensity ratio of the
two main peaks depends on the emission angles of the involved electrons. In particular also
the calculated spectra show a suppression of fhériplet contribution in favor of thé G,
singlet one, when passing from the aligned to the not aligned configuration, although the
calculation was done in a two-step model and only the alignment of the Auger electron was
considered.

It has to be underlined that, notwithstanding this agreement between the trends shown by
experimental and calculated spectra as far as the triplet suppression is concerh@d? the
intensity ratio gained by model calculations is different from the measured one for the two
chosen geometrical configurations even if we would use the correct broadening factor. Here
| report a qualitative explanation for this behavior, following an argument suggested by Ref.
[132]. A more quantitative explanation requires to apply a multiple scattering technique to
the CS theory; we hope to develop this in a forthcoming paper.

As a first step we treat the emission from the atomic state and the following diffraction by the
crystal as two independent processes. Within this approach the photoelectron and the Auger
electron diffraction (PED and AED) patterns are generated once the atomic wave function
of the ejected electron, the so-called “source wave”, is diffracted by the crystal lattice. Re-
garding the role played by diffraction, forward scattering is dominant in determining the
angular distribution of high energy electrons §00 eV), while at lower energies large angle
scattering is also important and diffraction effects will influence the amplitude of the pattern
while leaving almost unaffected the symmetry dictated by the atomic source wavefunction.
Thus, as a starting point to discuss the shape of the energy spectra previously presented,
one can consider which partial waves are allowed for the continuum electrons and evaluate
their relative relevance at the various angles upon which photo and Auger electrons have
been detected. The core hole polarization determines anisotropy of the observed angular
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distribution, which is accounted for by the introduction of a polar quantization axis (the light
polarization). In case of linear polarization, the core hole ion can only be aligned along this
direction (equal populations fafm,;, wherem, is the magnetic quantum number for projec-
tion along the quantization axis). Thus the polarization vector of the impinging light, which
is the quantization axis, leaves a fingerprint on the core-hole quantum numbers. These last
ones influence the photoelectron and Auger electron quantum numbers through the dipole
and the Auger transition selection rules (for more details see [132]) allowing only some val-
ues ofl andm, for these two emitted electrons. For an isolated (i.e., spherically symmetric)
atom these permitted values for the photoelectrons and the Auger electron quantum numbers
correspond to different spherical harmonics characterized by different angular distributions,
thus modifying the angle of detection it is possible to enhance or suppress contributions from
determined sublevels.
However, when analyzing electron emission from solids, diffraction effects must be taken
into account: electrons coming from the decay of different multiplet terms may give rise to
different diffraction patterns since they have slightly different energies and different partial
wave expansions. To deepen the understanding of this behavior the group of prof. Stefani
[132] did simulations of diffraction based on the Multiple Scattering Calculation of Diffrac-
tion (MSCDY, neglecting such multichannel dependence of diffraction and considering only
the dependence on the quantum numbers of the scattered electrons. The results of these
simulations for some specific azimuthal angles are shown in Fig.(4.5.a) (photoelectron), and
Fig.(4.5.b) and Fig.(4.5.c) (Auger electron).

From Fig.(4.5) we can observe that each magnetic sub level contributes to the total in-
tensity with different relative weight at the different scattering angles+the= +3 contri-
butions are not included in Fig.(4.5.b) and Fig. (4.5.c) and in the following discussion, since
are thought to be much less intense than the others]. Therefore in an AR-APECS experi-
ment the electron analysers, set at specific detection angles, will prevalently detect electrons
characterized by particular quantum numbers rather than by others. On the other hand se-
lecting particular orbital and magnetic quantum numbers of the two emitted electrons results
in selecting different contributions for the two holes states whose combinations originate the

3The MSCD code simulates the electron diffraction patterns from a solid on the base of the Rehr-Albers
separable representation of spherical propagators. Calculations are performed using a muffin tin potential.
The cluster size was of about 300 atoms, with a Debye temperature of 350 K [132]. The potential, the phase
shifts and the radial matrices needed for the calculations have been obtained within the MSCD package. For
the Auger MVYV, the calculation has been performed by simulating an f-like wave, originating from a d-level
(quantum numbetl; = 2%) with only thel4 = 3 as the final channel.
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Figure 4.5. Electron diffraction pattern simulations with an MSCD code [132]. Photoelec-
tron pattern is shown in (a) at an angle corresponding totthe2) azimuthal direction. Auger
electron pattern are shown in (b) and (c), along tfié2) and (110) azimuthal directions,
respectively. The total intensity (solid circles and line) and the partial intensities for a wave
with m; = 0 (solid line),m; = —1 (solid triangles),n; = 1 (solid squares)yn; = —2 (open
triangles) andm; = 2 (open squares) are plotted as a function of the polar emission. Solid
(dashed) arrows indicate the position of the analyser in configuration AA (AN).
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multiplet structure of the Auger spectrum. In other words a magnetic quantum number se-
lectivity can be achieved through selecting experimental conditions. For example, from Fig.
(4.5) it is evident that near the normal to the surfacerthe= 0 contribution is dominant

for both photoelectrons and Auger electrons. Solid (dashed) arrows in the figure indicate
the position of the analysers in configuration AA (AN). Thus configuration AA, in which
both photoelectrons and Auger electrons are detected closer to the normal, is expected to
enhance the contributiom; = 0 for both the photoelectron and the Auger electrons, and
consequently to favour the,;, = m,, condition for the two holes final state. In such a case,
taking into account that the orbital momeitsand/, are the same since the two holes are
both in ad-level, the intensity of thé " multiplet term results to be zero, because the pres-
ence of two holes in the same level with all the same quantum numbers is forbidden by the
Pauli exclusion principle. The simulations of Fig.(4.5) also indicate that contributions from
otherm; sub-levels are not zero at the detection angles of configuration AA. This means
that also in configuration AA we are not revealing only the= 0 contribution, but we are
detecting electrons characterized by a mixtures of states given by all the allowed magnetic
quantum numbers;; among which then, = 0 component is dominant. Therefore the

term does not vanish completely but its intensity has to be reduced, leading to ‘aatio
greater in configuration AA than in other geometrical conditions whererthe- 0 contri-

bution is lesser important. The curves of fig.(4.5) also show thatthe 1 contributions

are exactly zero at the normal to the surface for both the photoelectron and the Auger elec-
tron, and become dominant at larger angles, whererthe= 0 is less important. In the
geometrical condition of configuration AN the bimodal analysers were positioned close to
the surface normal, while the axial analysers were at anglég® from it. Thus, according

to the results of Fig.(4.5), in this experimental set-up we were revealing essentially electrons
characterized bynlph = 0 andm,4 > 1, taking however into account that also in this case
the total diffraction pattern would actually be an admixture of the different contributions
with their own relative weights. Opposite to configuration AA, we therefore expect that in
configuration AN the’F' contribution is not depressed (sineg, # m;, and the*F term

does not vanish), leading to'&' /3 F ratio higher in configuration AN than in configuration

AA. This is indeed the qualitative result one observes by comparing the two experimental
patterns shown in Fig.(4.2). Such changes in the coincidence spectra indicates that due to the
different spatial orientations of the five-fold degener@tabitals and the three-fold degen-
eratep orbitals involved in the process, different contributions from the magnetic sublevels
can be observed for particular geometrical conditions.
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Recollecting together all the findings of this study about Atig”V Auger line shape
from Cu(111), we can say that the theory here developed within the framework of the two
step approach and the CS theory is able to explain the trend shown by the measured AR-
APECS patterns as it can be seen from Fig.(4.4). Novelties of the developed theory are the
introduction of solid state effects and spin-orbit coupling between the two final valence holes.
The theoretical spectra were calculated by using only two fitting parameters which are the
screening energy and the off site hole-hole interaction. The obtained value for the latter is
similar to the one found for Ag [55], while the on-site hole-hole Coulomb interaction agrees
well with other values found in literature [126, 133].
The clear differences between the experimental patterns however are not completely ex-
plained by the proposed theory and perhaps they may be due to the capability of the AR-
APECS technique of selecting final spin-state terms thanks to the particular choice of the
experimental geometry. Besides the selection rules of the involved transitions and the fil-
tering role of the electron diffraction from the solid, the directions of detection of the photo
and Auger electrons relative to the system quantization axis (fixed by the light polarization
vector) act on the partial wave of the emitted electrons in such a way to enhance or suppress
some of the two final spin-state terms with respect to the others. Much more work however
has to be done in order to gain a complete understanding of these effects on the measured
line shape: the arguments proposed to explain the differences between the exact values of
the measured and calculateéd/? F' intensity ratio in fact are as plausible as heuristic and
gualitative. To make them concrete and quantitative, with the aim of verifying the suspected
spin-selective qualities of the AR-APECS technique, there is the need of a calculation made
within the CS theory embedded in a multiple scattering approach as a first step towards a
more realistic one-step formulation.

4.2 Anab-initio Method for CVV Auger Spectra from Closed-
Shell Systems

The path towards a sound understanding of CVV Auger spectra from open band materials
passes necessarily through the solution of the problem represented by the determination of
Coulomb interactions without making use of experimental hints. Many attempts, based on
DFT (Density Functional Theory) calculations, have been done in this direction since the
nineties. The basic idea of these approaches was to include explicitly on-site Hubbard terms

73



4 — RESULTS

to the LDA (Low Density Approximation), and prompted an extension to nearest neighbor
interactions. As an example these are infact the principles which inspired in 1991 Anisi-
mov and coworkers [135, 136] who proposed the so called “BHDA approach. Till today
however experimental findings still play a fundamental role also with these theories, though
without a direct determination of Coulomb interactions by means of a procedure based on fit-
ting the spectra. Since the true Density Functional is unknown, one cannot deduce in fact the
proper treatment from first principles and some experimentation is in order to get confidence
with the method and choose the most appropriate version.

In this section we resume the Auger line shape problem, in a fully ab-initio treatment
[137, 138], with application to Cu and Zn spectra as test cases. This is interesting for its own
sake for Auger spectroscopy people, and there is an obvious interest in upgrading the theory
of electron spectroscopy to a fully first-principles status. However, this work acquires a
more general interest since Auger spectroscopy is ideally equipped to look at the short-range
interaction, and hence can give clues about the best way to implement a LDA+U strategy.

4.2.1 Methods
Model Hamiltonian and the CS solution

We describe the system in the hole picture using a Hubbard-like Hamiltonian [45]:

with:

Hy = €CCZCC+E 5,,2.011_0,,1.,

f[mt = % Z Uyly2y3y4cilcf,2cy4c,,3. (4.8)
V12,03,
Herec, (c!) andc,, (CL) represent the annihilation (creation) operators respectively for a
core hole: and for a hole in a single particle valence band state labeleg By, describes in
this way the core hole and the valence band hole energies. Only correlation effects between
the two final holes in the valence band are considered as it is sho#y,in
Our approach then consists in making use of a two-step model to represent the Auger pro-
cess: the initial ionization and the following Auger decay of the core hole are treated as two
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independent events (see Chapt.2), that is the Auger transition we are interested in follows a
fully-relaxed ionization of a core shell. A further simplification comes from restricting our
attention to systems with filled valence bands. In this case in fact the two final holes are
created in a no-hole vacuum and one is left with a two-body problem.

With these initial assumptions a solution to this problem can be achieved by using again the
matrix Eq.(4.4), which can be written also as:

G(w) = GOW)[1 = HuGOw)] . (4.9)
GO (w) is again the non-interacting two holes Green'’s function. The imaginary part of
@(w) gives the density of final states in presence of correlaﬁim). The total spectrum is
proportional to:

Sw) = YxyoAxDxyo(w)Ay, (4.10)

where X andY contain all the required quantum numbers identifying a particular two
hole multiplet term.D xy, represents the correlated two-hole local density of states (2hLDOS)
matrix elements calculated on the staféesandY. Ay and A} are respectively the Auger
matrix elements and their hermitian conjugates for an Auger transition from the deep initial
core hole state to the final two holes multiplet tefm
We are interested in modeling thg;V'V' Auger spectra from Copper and Zinc metals as
a test-bed for our approach. To this end in both cases the corresponding non interacting
3d 1hLDOSs have been obtained by performing a DFT calculation. Both for Zn and Cu
Eq.(4.9) has been evaluated in two different cases to probe the importance of solid state and
spin-orbit effects. The interacting two holes Green’s functi@fy) has been calculated in
fact using both diagonal and off-diagohahLDOS matrix elements and explicitly including
or not the spin-orbit coupling operator}Tﬁmt. This means that Eq.(4.9) has been solved for
Hipi = Hoou (see Eq.(4.8)) and fofl;,; = H,ou + H,,, whereH,, = &(r)L - S and
£(r) = —=5—=2149Y[139. To perform calculations the spin-orbit coupling parameigf140],

2m2,c? r dr
Ga = 5z (03a(r)| 2% p3a(r)), has been taken from literature values [141] evaluated

2,3
2mec ag

by a DFT free-atom calculation. The intermediate coupling scheme resulted to be the most
convenient basis to represent the two holes final states for the case where spin-orbit coupling

SOff-diagonal matrix elements i@(w) are present for th8d band of Copper and Zinc if one uses the
complex spherical harmonics basis set
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was explicitly included in;,,;. The final multiplet terms this way are completely identified
using as labels the L, S, J andl; quantum numbers. The Russell-Saunders coupling scheme
instead has been adopted for the case with no spin-orbit coupling. Whatever was the adopted
form of ﬁmt, we followed in all cases exactly the same procedure to gain the Auger current,
which consists in evaluating the interacting two holes density of states from the imaginary
part of the corresponding Green’s function gained by Eq.(4.9), once it has been projected
on a suitable basis set. The Auger spectrum is obtained by Eq.(4.10), where the used Auger
matrix elements have been taken from literature [133], neglecting any energy dependence.
This represents a good approximation because we expect that for Cu and Zn and for the
transitions of interest the Auger matrix elements do not greatly vary with the Auger electron
energies.

The comparison between these two approaches as applied to the cases of Zinc and Copper
will be shown in Fig.(4.7) in Sec.4.2.2, while the following paragraph will be devoted to the
description of theab initio method we found to evaluate the last fundamental ingredient
needed to calculate an Auger spectrum: the Coulomb interaction matrix.

Ab initio hole-hole interaction in the framework of DFT

The presence of Coulomb interaction between the two final holes of an Auger transition plays
a fundamental role in determining both the energy position and the shape of an Auger line as
it is apparent from Eq.(4.9). As far as the line shape is concerned, particular importance has
the ratio between the Coulomb interactidrand the valence band widil (see Sec.2.3.1).
Varying the ratio//IW we can cover in fact all the possible intermediate line shapes of an
Auger process between the two limiting cases of a completaynic-like and band-like
spectrum. Increasing at fixed W, that is increasing the ratio /1, the band-like part of
the line shape progressively loses spectral weight and the spectrum becomes dominated by
the so-called two-hole resonance of the Cini model [34, 35].

The method we adopt to evaluate ab initio the Coulomb interactions is basically the one
first proposed in Ref. [134]. One computes total energies for the systemMyithi — 1
andN — 2 electrons by DFT calculations with constrained occupation$\fer ¢ electrons,
with ¢ small (typically, up t00.05), so that periodic systems can be treated in rather small
supercells. From Janak’s theorem [142] we know that:

= 5i(n), (4.11)
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whereE represents the total energy of the system, whjlendn; describe respectively
the energy of the single particle orbitahnd its occupation number. Subtracting an amount
of chargeg; from this orbital for the case of a system made up\oklectrons, Eq.(4.11)
gives:

N—g;
Efm—Em = / dE:E(N—qi)—E(N)
N

q;
. / 21 = g:)das, (4.12)
0

where in this work we use far; the Kohn-Sham (KS) eigenvalue of level

To write the previous equations we made uset=1 — g;.

We make now the assumption that the explicit expression of Eq.(4.12) can be well repro-
duced by a power expansiongntruncated to third order [137, 138]:

E(N — ¢;) = BE(N) + Aiq; + Biq? + Ciq}, (4.13)

with coefficientsA;, B; andC; > 0. In the following we will assume that this can be
extended to finite values @f. To be valid Eq.(4.13) needs that:

ei(l — ;) = —[A; + 2B;q; + 3Ciq}). (4.14)

From XPS (X-ray Photoemission Spectroscopy) experiments we know also that:

hw — Ejip = En_1 — Ex = 177, (4.15)

wheresX?% is the binding energy of an electron which has been removed from the sin-
gle particle orbitali because of the absorption of impinging photons with enérgy The
assumption contained in Eq.(4.13) allows to write this energy also as:

which can be expressed in termssgfs:

eXPS = (1 - qi)|qi:0—|—BZ- + C;. (4.17)
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The coefficients4;, B; andC; (wherei labels the core and valence level involved in the
transition) are in this framework all what is needed to compute the Auger electron energies.
They can be evaluated in two equivalent ways, whichever is most convenient: by taking the
first, the second and the third derivatives of the total enérgy — ¢;) for ¢; — 0; by using
Janak’s theorem [142] and computing the KS eigenvalue of kesed its first and second
derivatives.

As it can be seen from Eq.(4.17) the tefn + C; acts like a correction to the (-) KS
eigenvalueg;, of level: accounting for dynamical relaxation effects.

In the following we describe the procedure allowing us to calculate the screening inter-
actionU for CVV transitions in terms of4;, B, andC; parameters.

Let us consider for the moment the case of spherically symmetric holes (non-spherical con-
tributions, giving rise to multiplet splitting, will then be added). Such spherical interaction,
Uspn, Can be determined, similarly to the interaction energy for two holes in a valence level,
as:

Uypn = [E(N —2) — E(N)] — 2[E(N — 1) — E(N)] = 2B, + 6C,, (4.18)

where for the last identity we made use of Eq.(4.13).

To complete thé/ calculation, non-spherical contributions, which give rise to multiplet
splitting, are then added 13,,,. For Cu and Zn, as well as other materials, these terms are
well reproduced by atomic Coulomb integrals usually writterugB? + a,F* [143] - as
demonstrated in [133] (notice that the spherical Coulomb interadtfbis embedded into
Usph)-

The problem ofU evaluation translates this way to the calculation of theB;, andC;
coefficients. This task for the case of localized states poses no additional difficulty. Care in-
stead must be taken when determining those corresponding to the delocalized valence shells
of bulk materials. To this end we propose the following methodology. For the case of va-
lence bands#= i = v) A, is a continuous function of the quantum numbemnd, by taking
advantage from Janak’s theorem, it is simply the band energy. To estipaedC,, we
neglectA, dependence onand assume that a single value can be taken across the valence
band acting as a rigid shift of the latter. We expect this to be a good approximation as long as
the valence band is sufficiently narrow. Still under this simplification, the direct evaluation of
B, andC, would ask for constraining the occupations for fairly delocalized states, which is
a practicable but uneasy task. As an alternative, we suggest a simpler approach based on the
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working hypothesis that the environment contribution to the screening of the positive charge
¢; in Eq.(4.13) does not depend strongly on the spacial distribution of the latter. Practically,
we take the neutral isolated atom as a reference configuration, and evaluate the correspond-
ing coefficientsB? andC¢ . The two quantitiesAB = B; — B andAC = C; — Cf can

be easily computed for core levels. We found that such bulk-atom corrections are almost
independent on the core level, supporting the above hypothesis, and enabling us to use them
to estimate the expansion factors in the valence as:

B, = B+ AB, (4.19)
C, = C%+ AC. (4.20)

Summarizing, one has:

U =2B%+6C% +2AB + 6AC + ay F? + a,F*. (4.21)

It is customary to writd/ = F — R, whereF = F° + a,F? + a,F*, andR is the “re-
laxation energy” [144]. This can be further decomposed into an atomic and an extra-atomic
contribution [126],R = R, + R.. R, stems from a static relaxation energy, which takes into
account the effect of the relaxation of the other passive electrons toward the first created va-
lence hole R, is instead an additional extra-atomic relaxation energy arising from electronic
relaxation toward the valence band hole from the surrounding lattice. From Eq.(4.21), one
identifiesR, = F° — 2B — 6C% andR, = —2AB — 6AC. It is worth to note that our
approach computes as a unique tdrfh— R,, so that it is not possible to separate the two
contributions.

Computational details

The results that will be presented in the following sections have been obtained by DFT calcu-
lations with the Perdew-Burke-Ernzerhof [145] generalized gradient approximation for the
exchange and correlation functional. We used an all-electron augmented-planewave code to
perform the simulations with constrained core occupations. Periodically repeated supercells
at the experimental lattice constants were adopted to describe the solids. One atom was ion-
ized in a four-atoms and an eight-atoms unit cell for Cu and Zn, respectively. In both cases
the ionized atom has no ionized nearest neighbours. Test calculations were also performed
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by ionizing all atoms in the cell: this resulted in almost identidaValues, whileB was
generally overestimated by about 1 eV.

The spin-orbit splitting in core states has been taken into account by adding the cor-
responding energy shift, as quoted by NIST for free atoms [141], to the valuds wk
computed. Spin-orbit interaction in the valence shell has been also considered and the re-
sults gained for the corresponding Auger spectrum will be discussed, together with the used
parameters, in the following section.

As for the coefficientsi, B andC' in Eq.(4.13), the values obtained from a second order
expansion of the eigenvalues proved to be more numerically stable with respect to conver-
gence parameters than those from a third order expansion of the total energy. Therefore, we
made use of Janak’s theorem and evaluate® andC' by fitting the DFT eigenvalues for
N — ¢ electrons, withy from 0 to 0.05 at intervals of 0.01. Fulfillment of Janak’s theorem
was numerically verified to high accuracy in a few selected cases.

4.2.2 Discussion

Table 4.2 collects our results for thé, B and C coefficients [see EQs.(4.13) and (4.19-
4.20)], to be used for the determination of thg M 5 M,5 line shape of Cu and Zn. As
for the M,; values, for our estimate of the average XPS energy we indicaté,py the
weighted average of the KS eigenvalue of 8laeband (with opposite sign). The values of
By, and(Cy,,, are instead obtained according to Egs.(4.19-4.20), as explained above. To
this purpose, we determined the bulk-atom correctidf, as the average of the difference
B, — B} across thé s-3p core levels (analogous fatC'). The results gained in this way are
shown in Table 4.2. As anticipated, such values are almost independent on the core level,
justifying our hypothesis that the environment contribution to the screening properties only
mildly depends on the spacial distribution of the perturbation charge.

Both AB and AC are negative AB = —4.85(—4.23) eV andAC' = —0.81(—0.35) eV
for Cu (Zn), since the interaction amongst the two holes is more effectively screened in the
solid. Table 4.2 also reports the comparison between the XPS excitation energies, evaluated
by virtue of Eq. (4.17), and the corresponding experimental values. Notice that bare KS
excitations energies can be 30 eV off the experimental value, but the additiBrantl C
accounts properly for the missing relaxation energy: evaluated core excitation energies fall
within 1 eV of experimental values.

Fig.(4.6) shows our results for ti#el components of the 1hDOS(w), for Cu and Zn
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Level | A@ B*  (C° A B C | EXPS  Exp.
Lo 930.17 27.74 1.25| 928.40 22.84 0.43| 951.67 952.0
Cu| Ls 909.81 27.74 1.25| 908.04 22.84 0.43| 931.31 932.2
Mys 504 572 0.91 2.86 0.87 0.10 3.84 3.1
Lo 1019.40 30.44 1.08| 1016.98 26.17 0.82| 1043.97 1044.0
Zn| Lz 995.69 30.44 1.08| 993.27 26.17 0.82| 1020.26 1020.9
Mys 10.14 7.06 0.77 753 2.82 042 10.78 9.9

Table 4.2. This table reports the values of the coefficients for the expansion of the total
energy as a function of the number of electroA$N — ¢;), when a charge; is removed
from leveli [137, 138]. The considered coefficients are both the atorfic*,C*) and the
bulk (A4,B,C) ones for Cu (green values) and Zn (blue values). By,. we indicate the
weighted average of the KS eigenvalue of 8agband, with opposite signi3,,,, andCyy,,

are obtained according to Egs.(4.19-4.20). All the values shown in the table are in eV.

as obtained by DFT calculations. The average DOS (shaded area in the fiffure)=
mTr[d(w)], Is also shown. All the reported patterns have been shifte# by C, to
account for relaxation effects.

The Loz MysM,s Auger spectrum has been then calculated according to Egs.(4.9-4.10).
The result is shown in Fig.(4.7). To perform these calculations for both Zinc and Copper the
Auger matrix elements have been taken from [133], while all the calculated patterns have
been convoluted with a lorentzian curve having an FWHM (Full Width at Half Maximum)
equal to the parent core-hole life time [146]. Each panel shows the superimposition between
the L,3V'V Auger spectra evaluated both considering (curve with a grey filled area) and not
(curve with a black filled area) spin orbit coupling effects. As it can be seen from the figure
curves containing or not spin orbit coupling are quite undistinguishable for the considered
case. Notwithstanding this finding, the general procedure we set up with this work will be a
precious instrument for studying CVV Auger spectra from heavier materials at least. The po-
sition of peaks in the calculated spectra gives also important information about the reliability
of the theory we formulated to evaluate ab initio Coulomb interactions. To analyze these
results, let us focus on the principal peak] in each spectrum, which can be associated
with the absolute position of the multipl&t

First we notice that the agreement with the experimental values [133] (see the vertical
dashed line for the principal peak in both panels of Fig.(4.7)), as far as the position of this

6The internal structure of the multiplet in our description only depends on the valuésarid F* which,
as previously specified, we took from the literature.
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Density of states [eV'l]

Density of states [eV'l]
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Figure 4.6. Top and bottom panels show tBé components of the 1hLDOS respectively
for bulk Zinc and Copper [137, 138]. One-hole density area represents instead the average

density of states](w) = mﬂﬂ[d(w}].

Ec 2, -UC| &€
Theory| 931.31 -7.67 -3.34|920.29
Cu| EXxp. 932.2 -6.2 -8.0] 918.0
Diff. -0.9 -1.5 4.7 2.3
Theory| 1020.26 -21.55 -9.26| 989.45
Zn | Exp. 1020.9 -19.8 -9.5] 991.5
Diff -0.6 -1.8 0.2] -21

Table 4.3. Decomposition of théG L3 V'V Auger kinetic energy into its contributions, ac-
cording to Eq.(4.22). Values corresponding to “Theory” have been obtained by using the
present work [137, 138, 152], while the experimental ones (“Experiment”) come from [133].

peak is concerned, is rather good considering the absence of adjustable parameters in the
theory. Our result for Cu overestimates the peak position by about 2 eV, while the one for Zn
is underestimated by a slightly smaller amount. To have further insight into this comparison,
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Figure 4.7. Top and bottom panels display the comparison betweeh4ké1 Auger spec-

tra respectively for Copper and Zinc metals which have been calculated both considering

(curve with a grey filled area) or not (curve with a black filled area) spin-orbit coupling

effects. The dashed vertical lines represent the measured positi@i, gieak taken from

[133]. As it can be seen from the figure the patterns with and without spin-orbit effects are

superimposed for the case of copper (top panel), while for zinc (bottom panel) some little
differences arise.
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we decomposed the Auger kinetic energyor the most most intense peak (th@ in the
L3V'V part of the spectrum) into its contributions in Table 4.3 as:

w=c¢.— 2, —Urg. (4.22)

We choose to perform this analysis on the most intense peak. Despite the fact that the
overall agreement is similar in magnitude, it is important to realize that this finding has
different origins. In both metals, we underestimate slightly the core photoemission energy
and overestimate the valence ones.

As it can be seen from Fig.(4.7) and Table 4.3 our methodology provides an agreement
with experimental photoemission energies of the order of 1 eV and of 2 eV for Auger en-
ergies. We consider this a rather good result, as a starting point, considering the absence of
adjustable parameters in the model which is the novelty of our approach for CVV transitions
in correlated systems. Of course, a much better agreement would be obtained by inserting
phenomenological parameters, but at the cost of loosing predictive power. As for the internal
structure of the line shape, i.e., the multiplet splitting, this is given very precisely. How-
ever, let us remember that a first-principles treatment of the latter is not a novelty of our
approach, which is indeed based for this aspect on atomic results available in the literature
since decades. Let us instead focus again on the estimated position of the multiplet, which
crucially depend on the parameters evaluated by our ab initio method. Even if the magni-
tude of the agreement with the experiment is similar, the results for Zn are much better than
those for Cu. In Zn, th8d band is deep and narrow, and electronic states bear most of their
atomic character. Their hybridization with the states closer to the Fermi level, which mostly
contribute to the screening, is limited, similarly somehow to what happens for core states.
Consequently, our approximations which transfer the valued Bfand AC' from the core
states to the valence ones produces very good results. In Cu, instead ihed is higher
and broader, and hybridizes significantly with thike wavefunctions operating the screen-
ing. Our approximations turn out to be rather poor, since the resultirgyabout half the
one derived from experiments.

We have also shown that the inclusion of a cubic term in the expansion of the total energy
with respect to a hole charge proves to be quite important. This term has a limited impact
on photoemission energies, for which its factois counted only once, but it is summed six
times to get/. Our very good agreement for the valuelofin Zn crucially depend o
neglecting such cubic term, our estimate of U would be 2.52 eV lower. We remind that this is
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meant to adopt for our model the interaction paramé&taes the curvature in the systems with

N — 1 electrons rather than in the neutral ground state. This seems naturally a better choice
as we are interested in energy differences amongsithe2 and theN electrons system.

The purpose of this work has been to keep the treatment as simple as possible. We now
briefly mention possible refinements and extensions, which could be the subject of future
investigations. One possible improvement could be avoiding the assumptions behind Egs.
(4.19-4.20), which enter in two distinct aspects concerning the photoemission energies and
the interaction between the two holes in the final state, respectively. Firstly DFT-GW [147]
calculations of the 1hDOS could be used to compute the 1hDOSs accounting for relaxation
energies. Results available in literature for Cu [148] are very promising in that sense. It is
interesting to notice that the facté& + C' plays the role of a self-energy expectation value,
and that the use of a single value®f+ C' to shift rigidly the band is formally analogous to

the scissor operator often adopted to avoid expensive self-energy calculations. The accuracy
of such rigid shifts for valence-band photoemission in Cu is discussed in [148].

Besides this, it would be interesting to use methods which are capable to compute the
total energy in presence of holes in the valence state. The methodology presented in [149],
in which the valence occupation is changed by means of Lagrange multipliers associated
with the KS eigenvalues, could be a possibility worth to investigate. One should pay some
attention in that some arbitrariness is anyway introduced, i.e., the valliedokes depend
on the chosen form of the valence wavefunctions, an arbitrariness which is compensated in
LDA+U calculations [149].

As far as the used CS model is concerned, the role of interatomic (off-site) correlation
effects has been to be considered (see Sec.2.3.2). Recent studies [123] shows off-site inter-
action magnitude in copper is not negligible. This suggests a further improvement to the
present theory which is represented by the development of an ab-initio method to evaluate
this quantity. Till today in fact it has been gained only by fitting experimental spectra (see
Sec.2.3.2).

In order to treat systems with larger band width or smaller hole-hole interaction, it would
be desirable to extend the methodology to treat simultaneously the dependence of the ma-
trix elements on energy, and the interaction in the final state. This would enable releasing
either the assumption that matrix elements equal the atomic ones or that particles are non-
interacting. Such possibility is currently under investigation. Finally, it would probably take
a long effort to release the assumption that the valence shell is closed, which is crucial to
the CS model in its original form, here adopted. Efforts have been spent in this direction,
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resulting in a formulation through more complicated three-hole Green'’s functions [81]. No
ab-initio treatment in this direction is present to our knowledge and this work is devoted to
provide one.

4.3 The KVV Auger spectra from HOPG Graphite and
Carbon Nanotubes

Carbon nanostructures continue to be an intense field of fundamental and applied research
because of the recent discoveries of several of their unusual properties, such as the obser-
vation of the anomalous integer quantum Hall effect in planar graphene [155, 156] or the
intrinsic superconductivity in multiwall [157] and ultrasmall [158] carbon nanotubes at tem-
peratures of respectively 12 and 15 K. Within this framework, the understanding of electronic
correlations is fundamental and we need to achieve their quantitative measurement in these
carbon nanostructures.

In this work we measured th€ V' V7 Auger spectra of HOPG (Highly Oriented Pyrolitic
Graphite) Graphite and carbon nanotubes and gave a theoretical explanation of the measured
data [150, 151, 152]. This allowed to extract a sensible estimate of the on-site screened
Coulomb repulsion in these materials, which is a key quantity since it enters as a parameter
in realistic LDA+U calculations. A comparison between thé’V spectra from HOPG
and POCO Graphifg[154] is also presented, showing qualitative differences between the
corresponding Auger line shapes which calls for further studies. As far as the SWCNT
(Single-Wall Carbon NanoTubes) are concerned, this work is particularly useful in throwing
light on the magnitude of hole-hole interaction in these compounds: only few experimental
data on these materials are found in literature till today and no theoretical work introducing
Coulomb repulsion is available.

4.3.1 The Experiment

Here we only sum up the fundamental steps needed to prepare and characterize the SWCNT
samples which were adopted in the proposed experiment, while deferring a more detailed

"The transition of interest involves the creation of adeep hole, which then decays through an Auger
process leading to a final state with two holes in the sample valence band.

8The KV'V Auger line shape of POCO Graphite has been measured several years ago [153]. Here we wish
to improve over that theoretical analysis that was based on three fit parameters and neglected multiplet effects.
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treatment to a dedicated issue [160].

As a starting point the SWCNT were synthesized by ablating a CoNi-doped Graphite target
using a pulsed Nd:YAG laser in a superimposed pulse configuration [159]. Raman spec-
troscopy indicated that the tube is single-walled, characterized by a low degree of defects
and with diameters of 1.2-1.3 nm [159]. This is consistent with Transmission Electron Mi-
croscopy (TEM) observations that, though showing tubes aggregated in bundles of various
dimensions and twisting, allowed us to measure a tube diameter @@IL2nm through a
statistical analysis [160]. Moreover electron energy loss spectroscopy performed by means
of the TEM apparatus directly on SWCNT bundles at the Co anthNiedges did not detect

any traces of these catalysts [160]. The SWCNT samples were then obtained by diluting a
droplet of the synthesis product in isopropyl alcohol and dispersing on a metallic surface.

As far as the HOPG Graphite is concerned, a freshly cleaved sample was used for measuring
the KV'V Auger features. The Auger spectra were acquired usiRgg1486.6 eV) X-ray

source with a resolution of about 1 eV. Fig.(4.8) shows the comparison between the obtained
experimental spectra from HOPG Graphite (red solid line) and SWCNTSs (black line) after
the subtraction of secondary electron background. These patterns display clear differences
especially in the width and position of the main structure centered at approximately 260 and
264 eV, while instead both of them show a peak placed at 240 eV.
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Figure 4.8. Comparison between the 0[150, 151, 152] btained by the tight band-

experimentalK'V'V' Auger line shape ing method of Ref.[161]. The inset shows
from HOPG Graphite (bold red curve) the same quantity from Graphite as taken
and SWCNTs (black pattern) [150, from [153]. The Fermi level corresponds to
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4.3.2 The Model

The experimental patterns have been modeled by using again the CS theory from closed
bands materials we described previously (see Sec.2.3.1) but with some modifications so as
to better adapt it to the considered materials [150, 151, 152]. The theoretical study of Auger

spectra from HOPG and SWCNTs is indeed far from straightforward because dhe

7w bands are half filled. However in these systems some special features allow the use of
closed-band theory with slight but crucial modifications.

As it can be seen from Fig.(4.9), where the calculated single-particle density of states
for Graphite and SWCNTs are displayed, the 1hLDOS is largely suppressed in proximity
of the Fermi level, so that screening is not very efficient. This would imply only a static
renormalization of the bare atomic Coulomb interaction term, which is used in the CS theory.
Besides this it is worth noticing that the bonding portion of thg bands is separated by
several eV from the corresponding antibonding part located above the Fermi level. As long
as such a separation is larger than the effective interaction, one can treat the band as if
it was closed, thus justifying the CS approach. The situation is different for thend
whose bonding and antibonding portions are separated by a very small energy region. Here
the CS theory cannot be used without appropriate modifications: in this case in fact the
contribution to the Auger spectrum originating fromand mixedr — o holes would be
strongly influenced by open band effects. It is also expected that such a region should reveal
the main differences between the HOPG and SWCNT spectra. This conjecture seems to be
confirmed by the experimental data. The two measured patterns show in fact clear differences
properly in ther and mixedr — o portions of the spectra (i.ev > 250 eV), while in the
os region (i.e.w < 250 eV) the SWCNT and HOPG spectra are quite similar. In particular
for 250 < w < 280 eV the SWCNT line shape is narrower with vanishing and much weaker
intensity near the Fermi energy as compared to the one for Graphite. This fits well with a
scenario where the screening properties efectrons are less efficient in SWCNTSs.

The previous arguments authorize us to apply the CS theory for modeling the measured
KVV Auger line shapes [150, 151, 152]. As it will be shown in the following some mod-
ifications to this approach have been used with the aim of better taking into account the
described effects produced by the behavior ofthsand. Within this model, which makes

use of a two step approach to represent the photoemission and the following Auger decay,
the Auger current can be written as Eq.(2.17):
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Swyoc Y Anar(F)Darasanane (@) Aagan (F), (4.23)

1,002,003,004,0

whereq; denote all the single particle valence orbitals available in the solid, whilg,
andAy, . are the Auger matrix elements and their hermitian conjugates evaluated when the
two final valence holes are produced in theandc; orbitals. Dy, o, a4,0..0(w) IS @s usual
the interacting two particles LDOS, which can be gained as the anti-hermitian part of the
corresponding correlated Green’s functién, a,.q,.0,,0(w). This one can be evaluated by
the matrix Dyson equation [163]:

Go(w) = GO(w)[1 + UGV ()], (4.24)

in which U is the matrix of screened on-site repulsion for valence states, v@é(ii@u)
represents the two holes non interacting Green’s function matrix when one of the two final
holes has spimr °. @SU)(w) can be collected building up firstly its anti-hermitian part by
means of the simple convolutions of 1hLDOS, which were evaluated for each kind of valence
states. In the case of HOPG we made use of the DOS coming from [162], which have been
taken from experiments. The single particle LDOS for SWCNTSs instead have been obtained
by performing a tight binding calculation, where b&@hand2p orbitals were included but
neglecting overlap integrals for semplicity. The results of these calculations for the bonding
part of the 1hLDOS of a typical (10,10) armchair nanotube with diameter close to 1.3 nm are
plotted in Fig.(4.9) together with the LDOS of HOPG. The remaining pa@@f(w) can
then be easily obtained by Hilbert transforming the corresponding non interacting two holes
LDOS.

As far as the Auger matrix elements are concerned, we used both for HOPG and SWCNT
the spin-independent values,,,=0.8, A,,,=0.5 and4,,,,=1.0, which have been obtained
from atomic calculations [162].

To gain the theoretical Auger line shape the last ingredient which is left to evaluate is the
hole-hole Coulomb interaction. The evaluatiorbftarting from its atomic bare valué’:

2

e
U§1,a2,a3,a4,0 = <U’CQI,TCQ270‘7‘C

+
asg,!

CapolV) (4.25)

9The other hole is supposed to have shifThis does not reduce the generality of the adopted treatment.
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is generally a delicate task and in particular in this work we have to properly introduce
the previously described effects on thdand of HOPG and SWCNT so as to make the CS
theory still a good starting point for a description of the measured spectra, notwithstanding
the fact we are no more in the closed band case.
Within the closed band theory, the Auger spectrum is obtained by taking the Auger matrix
elements and the on-site interactions from atomic calculations which neglect solid state ef-
fects. On this basis one introduces the static screening operated by the closed-band system
simply by shifting all thef°(i,5) Slater integrals [164] that contribute & of the same
amount representing the screening enetd$: F°(i,j) — F°(i,j) — A. A can be taken
as the unique free fitting parameter of the theory or alternatively it can also be estimated
within the Random Phase Approximation (RPA) or ab initio methods [149]. A further shift
in the Coulomb interaction has to be added to take into account also the effect of the off-site
interaction (see Sec.2.3.2).
To introduce the open band effects in this approach, we made use of orbital depgenahent
factors fu, as.0s.04 [150, 151, 152], which can be justified on the basis of the following
phenomenological arguments. These quantities have to be used to correct all the ingredients
appearing in the CS theory which measure local properties. Therefore both the effective
on-site repulsions/,, a,.as.0..0 (WhereF? has been already rescaled 4y, and the Auger
matrix elementsi,, ., will be corrected by a common multiplying factéi, .., «;,.., where
in our case they; states are they, o,, 0, andr orbitals. The form factorf takes into
account the fact that ths states of carbon behave as atomic orbitals, while2ihenes
are delocalized in the lattice and can use only a half of the togtalnd = states to form
occupied localized states becausejitiEands are half-filled. In this way three independent
form factors appear which correspond to the cases where the glastet,«as,a4} is made
up of:

1. four o, orbitals;
2. two o, and twoo, ,, 7 orbitals;

3. four o, ,, 7 orbitals.

According to the above discussion the three independent form factors were estimated
to be foss ~ 1, fospp ~ 1/2 and f,,,, ~ 1/4. In the following we will show that this

10This quantity has the same origin and meaning of the homonym screening energy described in Sec.4.1.3
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choice works quite well in the case of HOPG, while we n¢gg, ~ 1/2 to reproduce the
Auger spectrum of nanotubes, whose reason may be due to the nanotubes geometry which
constraints the holes. It is worthwhile to note that the analysis performed in [165] does not
apply top holes and in fact no shift is seen in this case (presumably the pairs extend further
than a nearest neighbor distance).

The bare (atomic) on-site Coulomb repulsions were obtained by appropriate combina-
tions of the Slater integrals®? (i,5) andG™ (i,5) found in literature [166]. In particular
the used values for the independent bare interactions are reported in Table 4.4.

U’ U? U? U? Ub

SS8S] srsx) STxS| T T

15.5 15.0 1.5 14.6 -0.1
(] b Ub Ub Ub Ub

T x| ssxx| sxsx] |

13.9 0.8 119 | 131 13.1

Table 4.4. On-site hole-hole Coulomb bare interactions calculated by using the Slater
integrals F(%:2) (i 5) and GM) (i,5) found in literature [166].

As discussed above, these values have to be shifted so as to include the screening effect
through the constanf\, which represents the only free fitting parameter of the theory and
has to be subtracted to thie® (i,j) Slater integrals. Then to gain the Auger current, the
resultingU and A matrix were multiplied by thg form factors.

The theoretical spectra of HOPG and SWCNTs were computed by solvitgxal6
matrix problem folr =| and a6 x 6 one for the opposite spin, as itis shown in Eq.(4.24). The
spectra shown in Fig.(4.10) have been obtained by applying the aforementioned theory and
for a screening constant value equal to 6.0 and 5.5 eV respectively for HOPG and SWCNTSs,
which yielded the best fits. As it can be seen from the figure the agreement between theory
and experiment is quite good and is particularly satisfactory for Graphite.

4.3.3 Discussion

The approach adopted to model the HOPG and SWCNTs Auger spectra allowed us to de-
termine the most relevant parameter of the used model, that is the screened on site repulsion
betweerp states. The values gained fdrby a procedure of best fit yielddd,,,, = 2.1

eV for HOPG andU,,,, = 4.6 eV for SWCNTSs, which allow to understand the lack of
features near the Fermi level for SWCNTs, making their Auger spectrum more symmetric
and narrower than that of HOPG. This is understood by looking at Fig.(4.9.b) , which shows
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Figure 4.10. [150, 151, 152].
Panel (a) shows the theoretical
line shape (calculated by using
Eq.(4.23)) from HOPG (bold red
solid line) and SWCNTs (black
curve) samples. Panel (b) displays
instead the diagonal contribu-
tions to the interacting 2hLDOS
for HOPG (bold red line) and
SWCNTs (black pattern), where
the two valence holes have the 0.0
same simmetry. Th®, . -, .0,
contribution has to be understood
as the sum of theD,, +. 5.0,
and D;, 5, 0,0, ON€S. In both
panels the x-axis represents the
Auger electron kinetic energy in
eV, where the reported position
of the Fermi level,Er, has been
obtained by shifting the position - —
of the Fermi level of Fig.(4.9) by 240 260 280
the binding energy of thés core Energy (eV)
hole, 284.6 eV.

=

<
o

Intensity (arb. units)

<
b2

Intensity (arb. units)

<
o

the diagonal contributions of the interacting DOS where the valence holes were taken in
the same state. The off-diagonal contributions are not shown for the sake of clarity but are
essential to reproduce the experimental spectra.

Concerning the line shape, the most striking feature is the narrow structure at 240 eV,
which also appears as a shoulder in experimental spectra gained by Houston and coworkers
[162]. In their work they assigned this structure to a plasmon replica of the main structure
at 265 eV, attributing its origin to a plasmon of enetgy-27 eV. Instead, we interpreted the
narrow structure as due to a quasi-two holes resonance produced byAuger holes. This
is consistent with the predicted values of screened on-site repulsion betwkeles which
arelU,,,s = 9.5 eV and 10.0 eV respectively for HOPG and SWCNTSs. The non interacting
Dggls(w) in fact has a maximum at,=252 eV for Graphite and 251 eV for the nanotubes
and therefore a narrow structure at abeut- U,,,, ~ 241 eV is correctly expected. The
fact that a full split off resonance has not been observed in this case is dudandwidth
which is about 20 eV. This does not prevent the formation of a strongly distorted band-like
behavior.

Another important finding of this work is the observation of a very small dependence
of the observed correlation in SWCNTs on the nanotube diameter. The Auger spectrum
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from a sample consisting of SWCNTs with average diameter of 2 nm in fact does not show
significant changes with respect to that one reported in Fig.(4.8). Moreover by performing a
similar theoretical analysis on a (20,20) SWCNT, no substantial changes were found for the
values of correlation interaction.

In conclusion the line shape of théV'V Auger spectra for Graphite and SWCNTSs has
been interpreted in terms of a modified CS approach by using a single fitting parameter that
is the screening on-site interactiah TheU,,,,, Coulomb repulsion resulted to be doubled
passing from HOPG to SWCNTs. This explains the sizeable shift of the SWCNT Auger
main feature towards higher kinetic energies respect to the center of the HOPG one. This
increase in thé/,,,, is consistent with the theoretical prediction of the enhancement of the
superconductive critical temperature recently observed [167] in carbon nanotubes.

4.4 The First Application of TDGA to High 7T, Supercon-
ductors

The aim of this section is to throw some light on the problem of CVV Auger transition from
open band materials through the application of a time dependent approach, the Gutzwiller
Approximation (GA), and the comparison between its results and the BLA (Bare Ladder
Approximation) ones [180].

The first step to fulfil this task consists in extending the Sawatzky approach [36] to a
three band case, which was initially devised to explain the CVV Auger transitions from a
single closed band (see Chapt.2). The need for this development comes from our choice of
modeling CVV decays from Cufplanes as a first test-bed for the theory. These planes are
characteristic of high,. superconductots. Since their first discovery in 1986 [168], these
compounds have been the subject of intense research for their quite unusual features and
behaviour [2] but no theory to date gained a general acceptance.

A major proposal, which is being investigated (see [2] for a review), relates their prop-
erties to electronic correlation. Since Auger spectroscopy is the optimal approach for this
kind of interaction, the study of CVV Auger transition from these compounds appears to be
promising to gain a deeper understanding.

Hndeed, a superconducting compound is said to belong to the family offhighperconductors only if it
has CuQ planes [2]
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Figure 4.11. Schematic repre-

sentation of the atoms disposi-

tion in the considered cluster for Q C"\ -
CuQ;, planes. As it can be seen 0, 0, -
from the figure the nearest neigh- ;‘;M-\_
bours distance between Copper d2 é,l

and Oxygen is alwayd/2 both O‘ """"" ‘Q Q

in the z and in they directions. Oy : Ox O,
In the text we refer to two types of - i

oxygens, labeled as,Cand Q,, ¢) c

whose meaning is only to help

the reader to keep in mind their Oy Oy

position respect to the Cu site.

4.4.1 The Model

This section contains a detailed description of the adopted model [180]. As previously stated
the test-system to which this approach has been applied is a @lafe. To describe it, the
plane has been subdivided in primitive cells. Each one of them is made up of a single Copper
and two Oxygen atoms, which will be labeled asd@hd Q, to indicate their position respect

to the Cu site, as it is shown in Fig.(4.11).

Taking this last one as the origin of our coordinate axis,a@d Q, are placed in fact at a

d/2 distance (wheré is the lattice parameter) from the origin, respectively in thendy
directions. For each atom within each primitive cell we considered only one available orbital
for the active holes involved in the Auger transitieh(_,» for Copper and ong orbital per
Oxygen): this gives rise to three energy bands. Two of them are fully occupied by electrons,
while the remaining one is taken to be half filled. This corresponds to the antiferromagnetic
phase, while superconducting phases are obtained by electron doping and by hole doping.

An Hubbard-like Hamiltonian has been adopted and splitted as:

H=H,+ H, (4.26)

where I, represents the kinetic term, that is the core hole and the ordinary hole band
energies.

Correlation effects are included only througAh, which is the Coulomb interaction be-
tween the two holes when both of them are localized on the copper atom or on one of the
two “types” of oxygen:
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Hy = Uaa > nagna + Upp D (Mg 170, | + My 170, 1) (4.27)

Here summations run over each single atom but they can be understood also as summa-
tions on cells, properly because in each cell we have a single atom per chemical “species”.
The termsn,,, Np,.o andnpyig represent the number operators for a hole created with spin
o respectively on the shell of copper or on thg shell of one of the two types of oxygens,

0, andO,, inside the same cell.

The interacting two holes Green’s function matrix element between Cu sites can be la-

beled as:

1
G (W) = (dd, m|—\dd ny. (4.28)
w—H+1
The basis states represent hole pairs on the Cappsbital in thenth andmth cell.

Starting from a Dyson-like equation:

1 1 1 ~ 1
= = = + = H1 =
w—H4+1 w—Hy+i w—Hy+i1 w—H+id

(4.29)

we can reach a system of coupled equations giving Eq.(4.28) in terms of all the other
possible interacting and non interacting two holes Green'’s functions, which can be obtained
projecting Eq.(4.29) on localizedd,:) and|pp,;) states.

As an example we can buil@?? (w) closing Eq.(4.29) betweefdd,m| and|dd,n):

Gin (@) = G (@) +Ua Z s (W) G (W) +Upy Z g (W) GP2 (W) +Upy Z gdpy prd (w),

(4.30)
where:
dd _ dpe _ .
Gon(@) = (ddm|———slddn); 4ot (w) = {ddm| ——p——lpepen);
1 1
dpy — . . Pzd — - - .
gmn (w) <ddam|w o HO + 2(5 |pypyan>» Grn (w) <pxpx7r|w o H + 2(5 |dd,’l’L>,
1
Gil(w) = <pypy,l!m!dd7n>; (4.31)
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By using these projections, the total system can be represented in a compact matrix form
as?

Crn(@) = Goun(@) + Y Gins (@) T Gan (), (4.32)

where:

Gl (W) Goe(w)  Gi(w)

Grn(w) = | Goiw) GEPr(w) GhR(w) |,
Ghul(w) Ghibe(w) Ghubr(w)
gl (W) g¥r(w) gt (w)
Jmn(w) = | ghd(w) ghebe(w) gmn' (W) (4.33)
g (W) g (W) ght (w)
and finally:
Ug 0 0
o= o0 v, 0 |. (4.34)
0 0 Uy

We are interested in expressing the above equations in terms of delocalized Bloch states
rather than localized single-particle atomic orbitals, to reconcile with the Sawatzky formal-
ism [36] and to represent in a manifest way the lattice periodicity. In the present case the

Bloch wave functions can be expressed as:

g (

U (T) = [ ude(
O

ukuy(

)
) (4.35)

)

The indexv runs over the three bands, whitespans the Brillouin zone.
As previously stated we take one Copper atom as origir=(0), this way Eq.(4.28) can

be written in the total momentum reference syst@nas:

?Here and henceforth we adopt the convention to u® representing a matrix operator.
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1 1 —>—>
G dd,0)|——=——|dd,R) = — ) ¢'“ G 4.36
() = (0] ——=——| NZ (4.36)
Q
where
1

GY = (dd,Q|——=——1dd.Q), 4.37
(dd, Q| —HQ+z‘5| Q) (4.37)

and where the transformed Hamiltonian has been decomposed in:

Hq = Ho, + Hi,. (4.38)

HerefIOQ andﬁlQ are simply theFAIO and H, terms appearing in Eq.(4.26) which have
been transformed in th@j-space. Actually® is a good quantum number because of total
momentum conservation and because we are interested in the propagation of the two inter-
acting final holes as a pair. This is apparent from Eq.(4.27) where we included only Coulomb
interactions between two holes, when they are both localizeddoor a orbital of the same
atom.

By applying to Eq.(4.32) the transformation expressed in Eq.(4.36) we arrive to:

1 — B 7
=Y G (w) — Go(w)] Nz Z ¢V Go ()T BTG (w).  (4.39)

—

Q @

HereéQ (w) andgg (w) are the whole square matrices representing the corresponding op-
erators in the transformeg-space (whosél elements are for example respectivélgi(w)
H
andggd(w)). Summations oves and(@’ can be immediately evaluated by considering that:

S @R — N (4.40)

3 @ Gg(w) — Golw)] = 1 3 ¢ T Go() 0w, (@.42)
q
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From this last expression we can obtain the wanted relation for our two holes Green’s
. .=
function in () space:

~

Go(w) = Jo(w) = Jo(@)UGqo(w) = Ga(w) = [T = Go(w)U] "Fo(w), (4.42)

whereT is the identity matrix.

4.4.2 Calculation of thegy Matrix Elements

In this section we report the description of the way we used to extend the explicit expression
for theggd, firstly written by G. Seibold [169], to a more convenient and general form which
is suitable for our matricial approach.

We write the Schisdinger equation for the Bloch state of Eq.(4.35), eliminate the plane
wave, rephrasing it as an equation for the latal, andp, amplitudes of periodic functions;
then, the latter are rewritten as annihilation operators, in the hole picture, with a slight sim-
plification of the notation, and the second-quantized Hamiltonian in the new representation is
obtained. Thus, the tight binding Hamiltonian describing the system without any interaction
can be written in the localized atomic orbitals representatidp, ,2,p,p}, as:

Hy=Y AL Hy _Ag, (4.43)
o
where:
_ d3; 4
k= (koky); Ay =1 p%_ | and (4.44)
Y
Pro
€4 2 taCos(k) 2. tpdC'os(%y)
th?,? - 2 tpdC'OS(%l‘) €p —4- tppcos(%)COS(%)
2 taCos(g) —4-tyCos(%)Cos(F) €p

Thed , P andpy? component® of A are the annihilation operators for a hole

with momentum’ and spino respectively in thel andp single-particle orbitals of energy

13The apices: andy refer to the fact that the correspondipgrbitals are localized respectively on tte
andQO, types of oxygens in the given lattice cell.
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eq ande,,; t,q andt,, are related to the amplitude that a hole can hop respectively froto a
ap orbital (and viceversa) or between twarbitals belonging to different types of oxygens.
To evaluate the uncorrelated two holes Green’s function, it is useful to ﬁggtas:

7. — + AT A1 AT A _ + D
Hy=) At ATAHy ATAAg =3 It Dy Ty, (4.45)
k.o

—
k,o

wherefz»yo_ = EA?’U andf)tb?’? = Eﬁtb?zflT Is the diagonal matrix representing the
Hamiltonian written on the basis set of its eigenvectotss the unitary matrix of the basis
change, its rows are the components ofl?hg}m eigenvectors.

To keep notation in its most general form, we yde- ), to indicate thexth component
of Ay, (0 =1.23), ie. (Ap )i = dg . |

The a8 matrix element of the noninteracting time-ordered two holes Green’s function
calculated on theth andjth lattice cells can be written in th& andw space as:

gy (W) = % / dte™ (T{[Ai1(t)]alAi (Dol 4] (0)]5[47;(0)]5}) (4.46)
By using the fact that:
1 Ao —
Aig(Oa = === Y S AT (F)an - (15 Jm (4.47)
VN = ~ F
Ao ()] = \/LN SRS AT (R - [T e (4.48)

and transforming to the system of the tot@Xand the relative ') momenta, we arrive
to the following expression for Eq.(4.46):

a5¢ 1 iw 1 iO(Ri— B —i(EM™ _gm - = N
Tw) = 1 [ et 303 PR AR G AT (B
n,m 5’?
A"k Ak+0 + +
AR)mslACE + Q)ag(T{Tisuilm [Tt [T Jim T g 110} (4:49)
which gives:
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~ 1 . ]_ =SB, B . n m
W) = 7 [t S @R DA (E 4 G AT (R

%

sl 0O = (T g )1 (Ter,)an)]

(L= (I Dim( T )t)] + 0(=1) - (T g )in(Ter o))

'<<ij,1)1m( —k,l)m1>}' (4.50)

Terms, such as for exampdéﬁjkﬁl)lm(llm)ml appearing in the previous equation, are
number operators counting the holes present imthe band with momentum-% and spin
down.

Making use of the integral representation of éifenction, the integral it can be easily
evaluated and after some other algebra we finally obtain:

~q 1 iO-(Ri—R. - = — ~— ~— =
gijﬁ(w) = m € G (RimEy) Z[AT( k + Q)]an[/zfr(_ )]am[A(_ )]mﬁ[A( k + Q)]nﬁ
57? n,m
. 1 —0(Ep — B{"y) — 0(Ep — E%) ws1)
w— (B + EYY) — 2Bp) + inSign(B, + E"}) — 2Ey)

Comparing this expression with Eq.(4.36), it clearly appears what havegg,which
is the only other ingredient we need, besidego build @Q. Its o3 matrix element in fact
is:

05 @) = SO SAE + O anl A (Fanl AR sl AK + Gl

T omm

1 —0(Er — E{")y) — 0(Er — E7Y) @52)
w— (EIETQ + E(_n,z) —2FEFp) + inSign(E,(jr)Q + E(W,;) —2EF) A

Here [ﬁ(—_fc)}mﬁ represents thgth component of thefltbjk’jﬁ eigenvector in thenth
band evaluated with momentusmF .

Itis worth noticing that to gain the correlated two holes Green’s functic@mpaceﬁQ,
by using Eq.(4.42), we have to use the whole time ordered uncorrelated two holes Green’s
functiongg. Only at the end of our calculation the retarded part has to be selectecﬁtgom
to make possible a comparison with the experiment.

Summing up, these are the main steps to get the correlated two holes Green’s function
that we are interested in:
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1. Calculation of the uncorrelated two holes Green’s function majgxusing Eq.(4.52).
2. Application of Eq.(4.42) to evaluate tl@Q matrix.

3. The CVV Auger spectra of copper and oxygen will be proportional to the retarded part
of —2Im[G(w)]aa, Wherea is respectivelyl or p* (p) andG(w) = [% 35 Go(w)].
N is the total number of-points we took to build the Brillouin zone.

4.4.3 From Theory to Practice

To obtain the CVV Auger spectra of Copper and Oxygen which will be shown in the follow-
ing two subsections, the procedure described a few lines ago has been adopted both for BLA
and GA. The results given by these two methods differ one from the other only because of
the different way BLA and GA treat and introduce electronic correlations.

The Bare Ladder Approximation in fact introduces correlation effects only through the
Coulomb Hamiltoniar/ (see Sec.2.3.3), s, in this case represents a completely uncorre-
lated two particles Green'’s function where interactions enter only by means of an Hartree-
Fock renormalization of the input; ande, values, qualifying the approach we adopted as
a sort of HFBLA (Hartree Fock - BLA). In the spectra calculated within the BLA in fact
we take into account the effect of a mean Coulomb interaction treated in the Hartree-Fock
approximation (see Sec.2.3.3). Its effect is to produce a renormalization ef; tred <,
parameters, which have been used as input for the modél/hy2) - nc, and(U,,/2) - no
respectively. This renormalization was not present in the original BLA.

In the Gutzwiller approach instead electronic correlations are present not dﬁl)b'mt also

in go by means of the hopping parameters and the enetgiesid<,, which result to be
renormalized by Coulomb interactions. In the Gutzwiller approximation all the parameters
we need are calculated by using a self-consistent procedure (see Chapter 3).

Another fundamental difference between these two theories is in the way they evalu-
ate the Coulomb Hamiltoniafi. In the Gutzwiller approach the Hubbard repulsigns
replaced by 27, which is the extension of the effective interaction of Ref [119] for a multi-

oo !

band case:

U-—-2X¢

O
1 —n?

Vow = (4.53)

Heren{ denotes the concentration of holes having spiwhile « may represent in our case
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ad or ap single-particle orbital V¢’ is a self-energy term. For paramagnetic materials one
has:Vyy =V, 777, thatisXgZ = X "7 andnj =n,”.

It is interesting to notice that Eq.(4.53) is a general expression returning, for whatever ap-
proximation is used, the effective interaction which is consistent with that approximation.
As an example by replacing?’ with the Hartree-Fock self-energyie” """, we get the

BLA. Appendix A reports in a very schematic way the procedure which has to be followed
to evaluate the several;_, values for the case of interest.

The GAeg, ande, input parameters have been renormalized by the effect of interaction too.
In accordance with the Gutzwiller’s theory [119] they have been respectively shiftéd of
andXg, .

One last observation before showing the calculated patterns: the Fermi energigs,have

been obtained by evaluating firstly the lowest b4raf the tight binding Hamiltonian of
Eq.(4.44), which has been built up for the considered parameter set. Then the Fermi energy
has been determined by taking that value which yields the correct filling for the lowest band,
that is by using a simplaufbauprinciple. Fig.(4.12) displays, as an example, two different
views of the lowest band (in the hole picture), which have been obtained using the parameters
shown in the first row of Table 4.6.

R

Figure 4.12. These figures show two different views of the lowest band (in the hole picture)

of the system made up of@uO, plane. This band has been calculated using the tight

binding Hamiltonian reported in Eq.(4.44). In particular to get the band here presented, this

Hamiltonian has been evaluated using the parameters shown in the first row of Table 4.6

corresponding to the case of the Bare Ladder Approximation ft & 12 system (that is a
system which is characterized by 144 k-vectors) with hole filling- 0.514.

In the next two sections some results we gained both applying BLA and GA to the Auger

4which is the only one (half) filled by holes in the hole picture.
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spectra from Cu@ planes will be presented. In particular in the next section these two
approaches will be compared with the results given by the exact solution of the Eq.(4.42) for
a finite cluster for many/ values, while the following one contains comparisons between
BLA and GA for a more extended system and for different possible choices of the parameter
sets.

BLA and GA against the exact results of a finite cluster

Despite the abundance of experimental data reporting CVV Auger spectra from high T
superconductors (i.e. [170, 171, 172]), we decided to probe the goodness of GA as applied
to CVV decay by comparing its results to the ones of an exactly solvable cluster of finite size.
One reason for this choice is that a two holes density of states is not enough to understand
the line shape; besides this, all the spectra which can be found in literature display broad
Auger line shapes, so there are no sharp two holes features to look for.

(0
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(0 (0
@ ¢ o ©
2 3 5

(0

6

Figure 4.13. Schematic representation of the finite cluster for a @p@ane adopted to gain

the exact solution of Egs.(4.42). As it can be seen, the considered system is made up of six

atoms. Two k-vectorgf,,k,) = {(0,0),(,0)}), have been used to perform calculations.
Periodic boundary conditions have been applied.

4

Fig.(4.13) shows the geometry of the cluster used to gain the exact solution of Eqs.(4.42).
This 6-sites cluster allows two, components and orig value, thusk, k) = {(0,0),(7,0)}.
The reason for the reduced size of the cluster is the feasibility of calculation by using a
“Mathematica” program [173] without recurring to other programming languages. Simply
increasing only by one the number of considered atoms in fact requires the use of a more
complex code. This has been done to compare the BLA and GA results in more extended
(and so more realistic) systems. To this purpose a program in the Python language [174]
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has been written and used to simulate CVV Auger spectra for systems with 144 k-{ectors
The results of these calculations are described in the following section, while Appendix B is
devoted to a brief description of the Python program which has been written to this purpose.

The calculations for the exact solution have been performed by evaluating the correlated
two holes Green’s function of the system for the chosen atom:

—G7(t) = (DT {c;1 (t)c;y(t)c) ey D), (4.54)

wherej (with j = 1,2,..,6) accounts for the number labeling each atom in the system
and|®) is the system ground state where no holes are preseepresents the time-ordered
product, whilec;; (¢) (¢, (%)) andcjT (cjl) are the hole operators which respectively destroy
and create a hole on the atanwith spin up (down) at times t and zero. In thespace
this Green’s function can be re-written using the Lehmann representation as (see e.g. Refs.
[83, 175]):

. —1 B |2
G'(w) =]A T o) +1 B , (4.55)
W= |w—E3§>—i5 ;er(Eé?—Eﬁj))m
with
A= <€P|cﬁc}'}|0); B, = (V|Cﬁc}|¢>. (4.56)

In Eq.(4.55)Eé?) is the eigenvalue of the two particles Hamiltonian corresponding to a
state where two holes are created on the at@tarting from a two bodies vacuum stat®,
Eﬁ‘;) represents instead the eigenvalue of the four bodies Hamiltonian corresponding to one
of ther possible ways to create two holes on states yet characterized by two vacarcies,

The Auger current from the atogncan be obtained as usual as the imaginary part of the
corresponding correlated two holes Green'’s functi@fiw). This way the only things we

15A program written for “Mathematica” and evaluating the correlated two holes Green’s function given by
Eq.(4.42) takes about 445 seconds to evaluate a single point per frequendy fot @system (that is a system
made up of 100 k-vectors), while only 17 seconds are needed by the Python program we wrote to perform the
same calculation. “Mathematica” is not able to evaluate patterns for systems which are largetihani@
one because its kernel crashes down. The only limit of the Python program instead is time: this means that in
principle it can calculate the wanted Green'’s function for a system of whatever dimension, but the larger will
be the considered system, the longer will be the time the program takes. The user has to find a compromise
between the timing of calculations and the system extension which is needed to gain reliable results.
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need to gain the calculated spectra are the eigenvalues of the two and four bodies Hamiltonian
matrix and the corresponding eigenvectors. In particular the spectra that will be shown in
the following lines have been obtained considering the Copper and Oxygen atoms labeled
respectively with 2 and 3 in Fig.(4.13). Periodic boundary conditions have been applied to
atoms 1, 2, 5 and 6 to simulate as most as possible an infinite lattice.

Each one of the following figures displays the comparison between the spectra calculated
in the HFBLA (blue dashed line), GA (purple solid line) and by exactly solving the finite
cluster previously described (red solid line), for CVV Auger transitions from both Copper
and Oxygen. All these patterns have been calculated,fet nq, + 2no = 1, that is for the
case of an half filled valence band per unit cell, wheyeepresents the total hole number of
the system. Different values of the Coulomb interactions for two holes both localized in the
d or p orbitals respectively of Copper and Oxygen have been consid€pg@ndU,,. No
interaction between theandd orbitals,U,,, has been taken into account.
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Figure 4.14. Comparison between the exact (red dashed line) and the HFBLA/GA (blue

solid line) correlated two particles Green'’s function for the case of Copper (panel A) and

Oxygen (panel B) and favy; = U,, = 0. In both panels the exact and the approximated
patterns are equal as expected.

Fig.(4.14) can be used as a check for the validity of the several codes that have been used.
From this figure in fact one can notice that HFBLA and GA results coincide in absence of
Coulomb interactions as expected. Furthermore these patterns results to be perfectly super-
imposed to the exact one as expected too, because BLA (and HFBLA) becomes exact in the
limit of zero Coulomb interactions.

By observing the series of panels (A), going from Fig.(4.15) to Fig.(4.17), one can see
that thel/;; magnitude results to be too small, eveWat/3 (andU,,/3), to produce sensitive
changes between the HFBLA, GA and exact time-ordered Green’s function of the Copper
atom. From the patterns calculated {6f5 andU/3 a characteristic of the GA curve comes
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out which is confirmed and stressed in panel (A) of Fig.(4.18): the peaks evaluated by means
of GA result to be centered on higher energies than the HFBLA ones. This is due to the
effective interactiorl” adopted by the former method, which is always greater than the bare
one,U. The overall effect is the production of spectra which are more atomic-like than the
corresponding ones evaluated within the HFBLA, as it is shown in Fig.(4.18). This feature
obviously needs high magnitudes for the Coulomb interaction (respect to the band width) to
be evident, as it is shown by Figs.(4:125.18).

The series of panels (B) of Figs.(4-18.18) shows instead that the magnitude of Coulomb
interactionU,,, on Oxygen is too small, for all the considered values, to observe any kind of
sensitive difference among the reported patterns.
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Figure 4.15. Comparison between the exact (red solid line), the HFBLA (blue dashed line)

and the GA (purple solid line) correlated two particles Green'’s function for the case of Cop-
per (panel A) and Oxygen (panel B). All the reported patterns have been obtained by using as
input the Coulomb interactions values present in literature [178] as divided by a factor 10.
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Figure 4.16. Comparison between the exact (red solid line), the HFBLA (blue dashed line)
and the GA (purple solid line) correlated two particles Green'’s function for the case of Cop-
per (panel A) and Oxygen (panel B). All the reported patterns have been obtained by using
as input the Coulomb interactions values present in literature [178] as divided by a factor 5.
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Figure 4.17. Comparison between the exact (red solid line), the HFBLA (blue dashed line)
and the GA (purple solid line) correlated two particles Green'’s function for the case of Cop-
per (panel A) and Oxygen (panel B). All the reported patterns have been obtained by using
as input the Coulomb interactions values present in literature [178] as divided by a factor 3.
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Figure 4.18. Comparison between the exact (red solid line), the HFBLA (blue dashed line)

and the GA (purple solid line) correlated two particles Green'’s function for the case of Cop-

per (panel A) and Oxygen (panel B). All the reported patterns have been obtained by using
as input the Coulomb interactions values present in literature [178].

The good accuracy provided by HFBLA in describing both the number and the energy
position of the structures which are present in the evaluated spectra (for all the considered
U values) is the real surprising finding gained by these calculations. Despite the one band
case [119], it seems that in a three band case the HFBLA still gives quite reliable results as
compared to the exact pattern despite we are dealing with an open band material. However
it is worth to note that properly because we are facing with a three band problem, the hole
band fillingn, on each atom of a primitive cell is far from being 1. This means that we are
not really dealing with an half-filling case, because the hole concentration on each Copper
and Oxygen atom per primitive cell is lesser than one and only the total number of holes per
primitive cell is equal to 1.
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GA results for wider systems

In this subsection the results of CVV spectra from Guilanes evaluated in the HFBLA
and GA are shown. The considered system this time is a more extended one, characterized
by 144 k-vector®. As previously stated these calculations have been performed by using
a Python program which is described in details, together with the other used procedures, in
Appendix B. The mathematical steps followed to calculate the Auger current for both the
considered approximations are the ones described in Secs.4.4.1 and 4.4.3.

Table 4.5 shows the results ai;__ calculations gained, for the case ofax 12 sys-
tem and for several values of filling,, starting from the parameter set given by McMahan
and coworkers [178]. This table gives evidence to the dependentg of from both the
Coulomb interaction magnitude (as it can be seen by comparingandX;  at fixedn,)
and the hole fillingz;, (increasingy,, at fixedU,,, increases the correspondidgy;  value).

np, Nhe, Nh Eggd [eV] Via [eV] Eg;‘;p [eV] ‘/pp [eV]
0.514| 0.291| 0.111| 0.528 9.650 0.148 3.718
0.847| 0.477| 0.185 1.053 11.080 0.249 3.805
1.125] 0.619| 0.253 1.635 12.169 0.346 3.891
2.0 | 0.952| 0.524, 3.636 13.094 0.775 4.304

Table 4.5. This table reports the values obtained fai7’ and Y77 starting from the
dd pp

McMahan parameter set [178], which gives fof; and U, respectively the values.9

eV and3.6 eV. All the reported values have been gained fdRax 12 system characterized

by an hole numben;, = ny., + 2 - ny,, Which is specified in the first column of the table.

The case of an half-filled lowest band (in the hole picture) correspondsg, te- 1, while

ny = 2 represents a completely filled case. The expressions used to evalifatand ng;p

are explained in details in A, while the correspondivig values (withi = d,p) have been
calculated making use of Eq.(4.53).

In the following pages some preliminary results will be shown. Before presenting them,
we report in the table below all the values used to calculate the predicted Auger profiles by
adopting the two mentioned approaches. In particular the rows in Table 4.6 contain all the
parameters used for doing calculations fdrax 12 system in the BLA (black values) and
in the GA (green values). All the reporteg ande, values have to be further shifted to take
into account the effect of the interaction as explained in Sec.4.4.3, that is to apply HFBLA.

16These 144 k-vectors are nothing else than all the possible combination pf/&2tors and 12,-vectors,
this is the reason why we will refer to this kind of system also &3 a 12 one.

108



4.4 — The First Application of TDGA to Higli,, Superconductors

In particular the parameters used for the calculations performed within the HFBLA corre-
sponds - obviously except the Fermi energies - to the same values of the starting parameter
set [178] as it is expected.

ny | €q[eV] | g, [eV] | tya[€V] | typ [€V] | Uda [€V] | Uy [€V] | €permi [€V]
0.514| -3.3 0.0 15 0.6 7.9 3.6 -5.249
0.514| -2.920 0.0 1.464 | 0.599 9.650 3.718 -5.294
0.847| -3.3 0.0 15 0.6 7.9 3.6 -4.188
0.847| -2.493 0.0 1.436 | 0.597 | 11.080 | 3.805 -4.040
1.125| -3.3 0.0 1.5 0.6 7.9 3.6 -3.425
1.125| -2.006 0.0 1.416 | 0.595 | 12.169 | 3.892 -2.967
2.0 -3.3 0.0 15 0.6 7.9 3.6 0.484
2.0 | -0.429 0.0 1.400 | 0.587 | 13.094 | 4.304 0.775

Table 4.6. Here the several sets of parameters used to evaluate the theoretical CVV Auger

profiles for Cu@ are shown. The reported values have been obtained 1@ a 12 system

starting from the McMahan parameter set [178] and performing calculations in the Bare

Ladder (black) and in the Gutzwiller (green) approximations. The reported &lL#nd ¢,

have to be further shifted to take into account the effect of the interaction as explained in
Sec.4.4.3, that is to apply HFBLA.

The GA values instead result to be all different from the ones of the McMahan parameter
set, because they all feel the effects of interaction by means of a self-consistent procedure as
the GA prescribes.

It is worth to note that the results presented in Tabs. 4.5 and 4.6 shows very little differ-
ences between HFBLA and GA values for low-filling cases, while increasjngroduces
increasing differences between the values obtained by using the two different approaches, as
expected.

Figs.(4.19+ 4.22) report the results we gained by applying HFBLA and GA 1@ & 12
system, going fromm;, = 0.514 to n;, = 2, that is at increasing the hole filling per primitive
cell. All the calculated spectra have been obtained making use of the values reported in
Tabs.4.5 and 4.6. Physical values of the Coulomb interactions [178] have been used as
starting point for calculations. The graphs shown for the case2okd system have been
obtained by varying the interaction magnitude at fixgdn, = 1).

In my opinion it is worth to note that the information given by the two sets of spectra,
which have been shown in this subsection and the previous one, can not be considered as
complementary as far as GA is concerned. This means that the GA results gained<ar a
and al2 x 12 system do not allow to isolate the effects on each spectrum which are due
to only the Coulomb interaction magnitude and to only the hole fillipg Varying in fact
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Figure 4.19. Comparison between the non interacting (red solid line) and the interacting

HFBLA (blue dashed line) and GA (purple solid line) two particles Green’s function for the

case of Copper (panel A) and Oxygen (panel B). In this case the hole-filling per primitive cell
has been fixed ta;, = 0.514.

the Coulomb interaction magnitudeS,( and U,,) at fixed hole filling per primitive cell

n, = npe, + 2 - Ny, iNduces variations on the hole filling per atom,,, andn,, (but

not onny), which will influence the renormalized values used for the spectra. The same
happens if we vary the,, values keeping fixed the starting Coulomb interactions. This is the

reason why the discussion of the results here presented should be considered in the light of
the results of the previous subsection.
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Figure 4.20. Comparison between the non interacting (red solid line) and the interacting

HFBLA (blue dashed line) and GA (purple solid line) two particles Green’s function for the

case of Copper (panel A) and Oxygen (panel B). In this case the hole-filling per primitive cell
has been fixed ta;, = 0.847.

As previous stated, Figs.(4.194.22) display a comparison between the non interacting
(red solid line) and the interacting HFBLA (blue dashed line) and GA (purple solid line) two

particles Green'’s function for the case of Copper (panels A) and Oxygen (panels B) and for
several values of hole filling,.

The reported spectra seem not only to confirm all the findings which have been discussed
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Figure 4.21. Comparison between the non interacting (red solid line) and the interacting

HFBLA (blue dashed line) and GA (purple solid line) two particles Green’s function for the

case of Copper (panel A) and Oxygen (panel B). In this case the hole-filling per primitive cell
has been fixed ta;, = 1.125.

0.25,

e
2
i

/
."‘
i
K
E

-10 = L] 5 10 15 mn -10 -5 0 5 10 15 E]
w kW w eV

Figure 4.22. Comparison between the non interacting (red solid line) and the interacting

HFBLA (blue dashed line) and GA (purple solid line) two particles Green’s function for the

case of Copper (panel A) and Oxygen (panel B). In this case the hole-filling per primitive cell
has been fixed ta;, = 2.

for the case of @ x 1 system, but show some new features too.

The series of spectra from Copper (Figs.(4.19.4.22.A)) shows that for small hole filling
HFBLA and GA results are very similar as expected, while at increasinand so also
nn.,) GA patterns are more atomic-like than the HFBLA ones.

The series of spectra from Oxygen (Figs.(4.1%:B!.22.B)) instead shows that for all the
consideredn,, values (except for the case af, = 2) GA and HFBLA spectra are very
similar as expected. This happens because of the lower valig,ahan U,,. For the

case of Oxygen, GA patterns display also a little peak on the high energy side of the main
structure, which recalls to the mind the partner resonances of Ref. [179]. We attribute in
fact this structure to the effect éf;; on the Oxygen atom. By settirig;; to zero in fact this
structure disappears as it is shown in Fig.(4.23) for the cases ©f1.125 andn;, = 0.872,
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which have been chosen as an example. The same phenomenon happensialso{ail 4
as expected.

A comparison with the exact results of a finite cluster forn;, = 2

To better understand the case fgr= 2, we performed the same calculation as the one de-
scribed in the previous subsection. In this case again the same 6-atoms cluster of Fig(4.13),
with periodical boundary conditions, has been considered. Two k-ve¢tors,) = {(0,0),(r,0)},
have been used. The starting input values for the Coulomb interaction magnitudes are the
ones taken from literature [178]. Figs.(4.24.A) and (4.24.B) report the gained results, which
have been obtained by comparing the exact (red solid line) and the interacting HFBLA (blue
dashed line) and GA (purple solid line) two particles Green’s function for the case of Copper
(panel A) and Oxygen (panel B). As it can be seen from the figure, the patterns gained for
the case of Copper seem to confirm the findings obtained @ xa 12 system, that is a

more atomic like character of GA respect to HFBLA. In this case however HFBLA seems
to underestimate the energy position of the main structure respect to the exact solution. For
the case of Oxygen instead we found again a result which is similar to what we obtained for
al2 x 12 system, but only as far as the main structure energy position is concerned. The
line shapes we found in fact seem to be quite different from the oned »fal2 system,
especially for the GA patterns.
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Figure 4.23. Comparison between the correlated GA two holes Green’s functions from an

Oxygen atom of a Cufplane. The two patterns reported in each panel have been obtained

by using Eq.(4.42) and the same set of parameters except fof,theagnitude. The black

solid curve in fact has been calculated 1G5; = 0, while the red one corresponds to the GA

Uyq value reported in Table 4.6 for the corresponding hole filling The two panels differ

for the usedh;, value, which has been set to 1.125 for the right one and to 0.872 for the left
panel.

In Fig.(4.24) one can notice that the integrated intensities of the two approximations
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Figure 4.24. Comparison between the exact (red solid line) and the interacting HFBLA
(blue dashed line) and GA (purple solid line) two particles Green’s function for the case
of Copper (panel A) and Oxygen (panel B). In this case the hole-filling per primitive cell
has been kept fixed to, = 2. In both panels calculations have been performed on a
six atoms cluster with periodical boundary conditions and only two k vectask,) =
{(0,0),(7,0)}), which is completely identical to the one described in the previous subsec-
tion. The used Coulomb interaction magnitudes are the ones reported in literature [178].
For Copper and Oxygen were considered respectively the atoms labeled with 2 and 3 in
Fig.(4.13).

differ remarkably in both Cu and O cases. The GA predicts too much intensity at positive
w and too little intensity at negative for Cu; for O, quite the other way, too little intensity

is seen at positiver and too large intensity at negative The HFBLA, on the other hand,
yields intensities that are about right in all cases.

All the found discrepancies deserve a deeper analysis and more other calculations in order
to be completely understood. However we expect they are due to the considered very small
number of k-vectors which introduces a little indetermination in the values used for the input
parameters. For example the G#4;,, (with i = d,p), and so also the effective Coulomb
interactions, are very sensitive to the values of the parameters which are used to evaluate
them. For timing reasons it has not been possible to deepen our inquiry about this argument
within this thesis work, but it will be performed for the completeness of the forthcoming
paper we are preparing on this subject [180].

Summing up the very surprising finding of this work is represented by the quite reliable
results given by the HFBLA even if we are dealing with an open band material, in particular
with a system with an half filled valence band. This one has always been thought as the
case where surely the HFBLA has to break down. Besides being unexpectedly good an
approximation for the line shape, the HFBLA is also remarkably reliable for the overall
intensity both in the hole and in the electron sides for both Cu and O. In my opinion this
result deserves however more studies because:
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1. the three band case is obviously different from a single band one. This means that the
hole-filling per atom within each primitive cell is far from being onge( < 1 and
no < 1), so we are not properly considering the case of an half-filled band per atom.
Besides this, the presence of three bands can produce some peculiar effects which are
different from the ones appearing in a single band material. We should not argue on
the basis of only the behavior which is expected for the single band case;

2. we compared the several results gained by using the HFBLA and GA only with the
exact patterns for the case o & 1 system, because of the lack in literature of Auger
spectra from Cu@planes which have been measured with enough resolution. The few
considered k-vectors allows to determine the needed GA parameters with insufficient
accuracy and this reflects mostly to the usédalues (and so also on the renormalized
Coulomb interactions) which are very sensitive.

To a decisive confirmation of the HFBLA reliability we need firstly to embed the theory
we developed here in the approach proposed by Cini and Drchal [79, 80] (see Sec.2.3.3). A
comparison with an enough resolved experiment or the exact solution of a more extended
cluster are then necessary and we hope to go along one of these two ways as soon as we
complete the writing of the forthcoming paper [180] where we describe the results here
presented.

4.5 Coster-Kronig Preceded Auger Line Shapes in Solids

Looking for a theory for modeling three holes satellites has been part of the strategy to face

the problem of Auger spectra from open band materials; another part of the same strategy
also involved the application of the TDGA to the unrelaxed features. The case of study was

provided in 1977 by E. Antonides and coworkers [133], who measured.4h&l, s M, 5

Auger spectra from transition metals.

The experimental patterns displayed their overall similarity, except for the presence of
some intensity in the low kinetic energy side of the Auger spectra from Copper and Zinc,
which instead resulted to be absent in the Germanium and Gallium cases. They attributed
these features to Coster-Kronig (CK) — LoL3 My 5 — My 5 M, 5(My5) satellited” that are

"The bracketed hole is a spectator one, according to a notation proposed by Lund et al.[184]. These transi-
tions involve the creation of the first core hole in thg ,, shell, which decays by a Coster-Kronig transition
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Figure 4.25. Comparison
between thelLo3VV Auger
spectra measured by using
(points and dashed line) or
not (solid line) a coincidence
spectroscopic technique for
Fe, Co, Ni and Ga samples
[187]. The APECS spectra
were acquired by measuring
720 730 770 780 7op  BOD 810 only the Auger electrons
emitted in coincidence with
the 2p, , photoelectron. The
presence of some intensity
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forbidden in Ga and Ge for energy conservation reasons, as it can be seen for the cases of
Fe, Co, Ni and Ga from the collection of free atom binding energies shown in Table 4.7. Itis
worth noticing that the values displayed in the table cannot be applied literally to solids and
that in Ga the3d binding energy is lesser than tihg — L; energy difference, but nevertheless
the CK transition is forbidden because of the)M, ; repulsion. It is forbidden in atomic
Zn as well, but becomes allowed in the metal becausd.tidé, ; repulsion is reduced by
screening.
The real demonstration of the existence of structures attributed t6GK Ly L3 M, 5 —
My sM,5(M, ;) satellites came a few decades later with the coincidence experiments per-
formed by Thurgate’s group [184, 187] on open band transition metals such as Ni, Fe, Co
and Ga. The data measured in these cases allowed the authors to decouple these satellites
from their parent diagrammatic lines and to attribute their origin ta/theore-hole decay.
Furthermore the measured spectra showed that, contrary to a naive intuition and despite
the core lifetime broadening, the processes involving more than one Auger electron and more
than two holes in the final state may yield sharper features than the parent diagrammatic lines.
This remarkable fact implies that the corresponding satellites may be expected to be atomic-
like for high hole-hole Coulomb interaction, that is when the final state level is outside the
three holes continuum in analogy with the two holes resonances of the CS model.

towards a final state characterized by two final holes irefhe, shell and in the3d valence band. Theps/,
then decays by a normal CVV Auger transition in presence of a localizegectator hole.
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Element| 2p,, [eV] | 2ps/2 [€V] | 2p1/2 — 2p3/0 [€V] | 3d [eV]
Fe 719.9 706.3 13.6 9.34
Co 793.2 778.1 15.1 8.99
Ni 870 852.7 17.3 10.21
Ga 1143.2 1116.4 26.8 18.7

Table 4.7. Free atom binding energies [185, 186] for holes created inZhg,, 2p3/, and
3d shells of transition metals.

With this work [181, 182, 183] we set up a model aimed for the calculation of such line
shapes, allowing to identify the sharpest structures in the Auger spectra from open band
materials and to arrive to a general recipe for evaluating correlated three holes Green'’s func-
tions.

45.1 The Model

As we anticipated a few lines ago we address to the L-LLM-MM(M) processes although our
considerations are completely general and apply to M-MMN-NN(N) and many other kinds
of CK preceded processes. The total Hamiltonian of the system can be decomposed as:

Hyy=H+ Hy+Ta+ T, (4.57)

whereT, andfp account for the kinetic energy respectively of the Auger electron and
the photoelectron in the hole picture:

Ty = Z Ceenct, T, = prcpc;. (4.58)
K P

H, of Eq.(4.57) represents instead that part of the Coulomb interaction operator which
is responsible for the Auger transitions and which can be further split in the sum of two
operators accounting for the CK and the CVV processes:

Fio— B9 4 BV, (4.59)

thereby disregarding the possible contributions of other decay channels. The correspond-
ing explicit expressions for these two operators in the hole picture are:
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ﬁj(fK) = Z Z Z(Wad/dkCC?C:Cde + h.C.),
k

dd" «
ﬁIE‘CVV) = Z Z Z(Waa/dkcz,C;)thCk + hC) (460)
k d oao

Here ﬁfm produces the precursor CK decay and the sums, which are present in its
expression in Eq.(4.60), run overandq, that is respectively over all CK electron states and
over valence\/ states. Summations ovérandd’ run instead over all deep electron states.

In a similar Wayﬁffvv) describes th€'V'V' Auger transition following the precursor CK
decay and the sum overandc’, appearing in the explicit formulation of this operator, runs
over all final hole states in th&/ shell. All the remaining terms are included i, which
hence describes the dynamic of the systems with no Auger transitions.

The expression we used to evaluate the Auger current is deeply rooted in the one step
theory for Auger transitions made by Gunarsson andd8bammer [13], whose main prin-
ciple have been described in Chapter 2. The formula they give to describe the Auger current
can be easily extended to the case with two emitted Auger electrons (when the first Auger
electron is not detected). Neglecting contributions which are off-diagonal in the deep hole

states, the Auger current can be written as:

1 ~ ~ o~
Jp(w) = 271 f? Toal*(dg|c —— = Hmnd(E4+w—H—-Ty—&,) -
k(W) gd:|pd|<g|d2’*—H—HA—TA—€p ANk 4=&)

1

'nk[:-\[A = =< =
Z—H—HA—TA—fp

¢l dg)- (4.61)
The several terms appearing in this equation are:

e |¢,) = the ground state of the system Hamiltonidnwith energyr;

w = the energy of the impinging photon (we set here and hencefiogth);

z=F+w+idwithd =0T;

7,4 = the radiation-matter interaction connecting the photoelectron to the deep electron
state;

f = the amplitude of the external electromagnetic field;
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e 1, = the Auger electron number operator.

The H 4 operators in the denominators of Eq.(4.61) produce any number of virtual Auger
transitions after the deep hole creation and before the real transition take place: this can mix
different decay channels giving interference effects. Treatingas a perturbation, virtual
transitions and the mixing with other channels can be neglected and Eq.(4.61) reads as:

1 ~(CK) 1 T (CVV)
Jolw) = 21f ) maleglea——=——HY ————H, " ny, -
,Zd: T s _H —¢, s—H—Ty—6,
PO N 1 N 1
SE+w—H—Ty—&mHE) ———— e — .
z—=H =Ty =& z—H—=¢,
Cdg), (4.62)

where we made use of;

~ 1 SHCVV) 1 77(CK) 1

H S o) ~ H _ 7 N S —— o )

AZ—H—HA—TA—fpd|g> A Z—H—TA—fp A Z—H—gp d| g>
(4.63)

and of its hermitian conjugate expression. Reading Eq.(4.63) from the right it describes
the evolution of the deep hole which is followed by the Auger decay and the creation of the
first Auger electron. The latter evolves with the systems while the second Auger electron is
finally created byﬁffw).
Eq.(4.62) is still too involved and, for a first orientation in this complex problem, we searched
for some other simplification which lead us to what we called thege step approximatidn
in analogy with the two step model described in Chapt.2. To understand the physics under-
lying this approximation some considerations about the main mechanisms suspected to be
the responsible of the observed spectra have a fundamental importance. First we remark that
correlation effects must play a dominant role in these transitions and the observed structures
are strictly connected with the breaking of the independent particle picture for the descrip-
tion of the valence holes. In the independent particle picture there would be ample time for
the M spectator hole to delocalize before thghole decays, since the valence band width
is expected to be much larger than thecore-level width. In this case the influence of a
far away spectator hole should be negligible and one should observe a ngj¥idldecay
initiated by theL, hole. There should be no reason to expect any narrowing of the satellite
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line shape, but on the contrary, one would predict a broadening due to a convolution with the
L, core line. Any deviation from this result as the ones observed in Co and Ni [184, 187]
must come from processes starting with a lakal; spectator hole during the Auger decay

of the L3 hole, before thél/, ;5 hole escapes and/or bound to a resonance. For the reasons
above we expect that the two holes resonances of the CS theory must be involved in keeping
the spectator hole on site. The intensity of the three holes satellite should be computed in
terms of the probability of decay in presence of a localized spectator hole in the sample va-
lence band, X/, 5), and the probability that this spectator sticks on the same site where it was
created may be estimated as the intensity of the split-off peak dfthg 5 resonance. Since

this intensity vanishes or is small unless the hole-hole interaétiscomparable with the

band width, one should see no change at all compared tbthg 5 M, ; line shape unless

we are rather close to the atomic-like limit. In the light of the above discussion, we argue
that the (1, 5) hole is localized with high probability in a two holes resonance, a property
which requires strong correlation. The same spectral region should also contain intensity
arising from the band-like part of the; M, ; resonance contributing with a norma}V'V/
feature that will show no narrowing and will tend to broaden the sharp features and hence
complicate the diagnosis. It is worth to note that the narrow CK line shapes observed from
transition metals entail strong contributions coming from thé/, ; two holes resonance,

1) = ¢} carl o), whenﬁfw) acts on the wave packet representing the state of the system.
The spectral features must be then referred to an initial state eRergyi| H|).

Returning to the three step approximation, we can say that it consists in treating the initial
photoionization, the CK transition and the following Auger decay as three independent pro-
cesses not interfering one with the other, that is we are assuming that the system undergoes
photoionization and CK transition getting ionized but not excited. This brings to a further
simplification of Eq.(4.63), which now reads as:

HEY) — HC ) ~ ch et |g,). (4.64)
A Z—H—TA—fp A Z—H—fp d’g> 1 a2 3‘ 9>

Within the three step model one can compute the multiplet of final ionic states arising
from the CK decay and their probabilities providing the initial states for the final CVV Auger
decay. Each of the initial.M states gives access toldM M multiplet final state. Once
again the Auger spectrum is calculated, up to a constant, by means of the expression:

S(w) = —Im{Tr[A"(w)®(w)A(w)]}, (4.65)
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whereA is the Auger matrix ana is the three holes Green'’s function matrix. The density
of states for thel/ M M satellite can be obtained within the three step model from a three
holes Green'’s function:

1
Py a2 331,02, (2) = (0]CagCazCan m%ﬂ 023_2 C—ﬁ:, 10). (4.66)

Here thea’s and thed’s represent spin-orbital states on the valence shell of the Auger
site, while the average is over the vacuuyf, since we are specializing to the closed band
case.

4.5.2 Modeling the Three Particle Green’s Function

To gain the three particles Green’s function expressed by Eq.(4.66) an Anderson-like model
has been used:

~

H = f/'\fat -+ [/'\IS + ‘7, (4.67)

whereﬁs and ﬁat describe respectively the solid and the atom where the considered
Auger decay is taking place, whilé accounts for one-body hopping terms between the two:

T +
Hg = E E EkaCho Chas
« k

Vo= Z Z Via(CioCa + ¢ Cra)- (4.68)
ot k

TheV expression is based on the assumption that a hole in the atomierstateonly
hop into the corresponding continuum of staféea }. By labeling witha the k-states we are
assuming that the solid does not significantly perturb the spherical symmetry of each atom.
This hypothesis is reasonable for metals, whose local fields are very weak. As far as the
atomic Hamiltonian is concerned, it is given instead by the sum:

~

Hy=HY + He, (4.69)

at
Whereﬁég) = > EaClcy is the one-body term anﬁc the Coulomb interaction one:
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_ + o+ +
Ho = E Uay,cz,03,04 Cory Cory Cora Cors (4.70)

a1,02,a3,04

This model tacitly assumes that the screening modes are fast compared to hole hopping
times (essentiallyw, > V., with w, the plasma frequency), otherwise the dynamics of
polarization should be included explicitly.

The procedure we adopted to obtain the interacting three particles Green'’s function con-
sists in projecting a Dyson-like equation on all the states making up the Hilbert space of the
treated problem. This yields to a system of coupled equations which are closed thanks to
the initial assumption of closed valence band and so we were able to solve the problem. The
eguations are not easy but can be handled by the cunning to be discussed below.

Starting from the final three holes statd,) = c7 c7 cZ.|0), we can generate all the other
states making up the Hilbert space of the system by simply allowing the delocalization in
the solid firstly of one hole, then of two and finally of three ones, leading respectively to
states characterized by two, one and no holes on the Auger atom. Introducing a short hand
notation these states can be indicated as for exafrple= ¢, ci 7. |0) for athree particle

states with two holes localized on the Auger site and one hole delocalized in the solid, or as
| A7) = cju, Chay €, |0) for states with only one localized hole and so on. The dynamics mixes
determinants with different labels. In this way as a starting point of our procedure we would
not have to consider only the stdté¢) to generate the Hilbert space of the system, but also
|B) = ¢}, c3,c5.10), |C) = ¢, . ]0),...

Once the Hilbert space of the system has been built, the non interacting three holes Green'’s

function is defined according to:

1
P(2) = (Al —=
- 440

B), (4.71)

Whereﬁo =H- HC Is the non interacting part of the system Hamiltoniaﬁf:)B is used
then to generate the following Dyson equation for the interacting three particles Green’s
function:

0 L 1
¢A7B( ¢AB + Z 'Yl Y2,7Y3, 74 |Z—ﬁc,ylc,yQC»y4C—y32—ﬁ‘B>. (4.72)

Y1,72,73,74 - 450 o
As we anticipated we can take advantage of the initial assumption of a fully occupied
valence band allowing these equations to be closed and so exactly solved. Thanks to this
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assumption in fact the insertion of the operatos Zﬁ(c;% + > c,jﬂcw) betweenc’,
andc’, in Eq.(4.72) is equivalent to the insertion of a complete set of states. Due to particle
conservation, the insertion dfallows to recast Eq.(4.72) as [181, 182, 183]:

o= +00.U- 3+ 0-U-, (4.73)
k

In the above expression each amplitude is a matrix in the three particles Hilbert space

. 0 0 0

of the atom, i. €. (2)ap = Pas (B)ap = Pap @)an = 4, = B,
(Q,&O)p)A’B = @f}z’B;, etc., while the matriXJ has matrix elementSc p = U, 5 v5:61.60.05 =

0565 Ury 1ai01,6,- Proceeding along similar lines, one finds the second system of coupled equa-

tions which have to be solved together with Eq.(4.73) [181, 182, 183]:
O, =00 + 00 U0+ &) U- D, (4.74)
p

4.5.3 The Rectangular Band Case and th&F State

As a first simple application of this model we restrict our analysis to consider the case of a
single monodeterminantal three holes final state,'fiewhich can be written in the three
step approach as, _,c,, _;¢,. —51|0). The atomic Hamiltonian is the sum of:

2
7O — f - P
Hat - Z gmlz‘ lei lei’ Ho = Z UmlllemlsmM Cm11 leg Cmy, les
my.=—2

myy My =myg+my,

(4.75)

To further simplify our analysis we restrict to degenerate atomic levg|s= ¢, for all
i, and to hopping integrals independent of the magnetic quantum numbér,,, = Vi.
In this case the two holes states of the Hilbert space of the system, geometrically represented
in Fig.(4.26), are given not only by the four states obtained setting free one electron from
the [*F), {|i.k)} = {|my, T ou, T muk 1)} (my,,, = 0,1,2), that is all those states
which can be reached by diagonal scattering) < (j,7). We must take into account in

18Here and henceforth we will drop the spin index for each hole quantum numbers set, being implied it is
alwaysT.
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fact also another state;,, _, .c;. _ ¢}, _,|0), which can be reached only by the Coulomb

iEteractionﬁ with thec;!, _.cf _ i eh o, 110) and not by hopping from [*F). In this way
H¢ in (4.75) can be re-written as:

He = U()CJ{C;CQCl + Ulcg)c;chl + UQC%CIClcO

+ Ulciclesey + clydbereo) + .. (4.76)

where the remaining terms can be neglected as they do not contribute.

Figure 4.26. Schematic representation of the Hilbert space of the system for the case of
a final *F' state. The green vertex of the cube represents fhgenerating all the other
states making up the Hilbert space of the system. All the blue vertices, connect&d to

by the hopping terni/;, are the states characterized by two holes localized on the Auger
atom and another one which is delocalized in the solid. From these states we can jump by
V},, on all the remaining states represented as blue vertices of the cube, which are the states
characterized by only one localized hole and two delocalized ones. The state where all the
three holes are delocalized in the solid is represented instead by the yellow vertex. This
geometric representation of the Hilbert space of the system gives evidence to the fact that all
the vertices of the cube represent states which are reachable by hopping from each “vertex
state” that is connected to them by “hopping eddgés(i = k,p,h). There exists also another

state (outside of the cube), the off-diagonal scattering one (see text), which can be get only

by Coulomb interaction, from thec}, _o.cf _ et . . |0) state.

m

As anticipated, to gain a prediction for the CK three holes line shape the quantity we are
interested in is the interacting three holes Green’s function which is in this case:

9For this reason we refer to this stateadisdiagonal scattering state
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1

?(2) = (*F|—=|'F), (4.77)
L
where;
Hol'F) = QI'F); 0 =Uy+ Uy + Us. (4.78)

Solution for U = 0

This special case is useful as the simplest possible three holes model which shows the mixing
of local and band features and is a counterpart of Ref.[35].

For this case in fact we found an approximate solution of the system given by Eqgs.(4.73)
and (4.74), which is valid for all cases where the final three holes state is a monodeterminan-
tal one. To make easier the understanding of the formula we found, we illustrate the problem
for the narrow band limit, involving a single state, with the Hamiltonian:

g0 + 2 V3Vi 0 0
~ 3V, 2 U 2V, 0
j V3V 2e0+en+ k (4.79)
0 2V g0+ 2, V3V
0 0 V3V, 3ek

Here we takel; = U. The three holes Green’s functiah(z) is given by the(1,1)
element of the inverse of tHe — ?I) operator, which can be written as:

b(z) = 7 . (4.80)
z2—3ey— 12— £ 72
z—2e9g—¢€,—U; —4 P 72
3_50_5k_€p_3ﬁpgk
We seek an extension of this formula to three diffet@éraind a finite bandwidth centered
atey knowing that the result must be symmetric@@n Thus we write [181, 182, 183]:

@(Z): v2 9
2—380—0— Zi,kz k V2
z2—2e0—¢e,—U; —4>

Prz—eco—epr—ep—3X(2 —ep —€p)
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(4.812)
whereX(z) = Y, V2/(z — &) is the self-energy. This is a strikingly good formula
having the correct normalization and the Herglotz property (see Chapter 2).
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Figure 4.27. [181, 182, 183]. Plot g{w) = —(1/7)Im[®(w + i0T)] for the exact nu-
merical solution (solid line) and for the approximate solution of Eqgs.(4.73-4.74) (dashed
line) in the case of a rectangular band for different values of the Coulomb pararbigters
a)U(] =U; =Uy; = 0; b)Uo = 0.4, Uy = Uy = 0.8; C)Uo =U; = Uy = 1; d)
Uy=U,=15,U,=3;€)Uy=U; =Uy = 4;1) Uy =5, Uy =8, Uy = 11. The values of
U andw are in units ofz. The exact solution has been obtained with= 24 states.

To illustrate the physical meaning of the result provided by the powerful Eq.(4.81), this
formula has been applied as a test-bed to the case of a rectangular valence band. To this

end the Anderson model parametegsand V), have been chosen in such a way that the
corresponding expression for the 1hLDOS is:

1 O — |z
2) = ~ L rmlg(z) = 2 F) @.82)
wherelV is the bandwidth ang(z) is the single particle Green'’s function. Fig.(4.27)
displays the comparison between the interacting three particles Green’s fungtion=
—1Im[P(w +i0)], gained by Eq.(4.81) (dashed line) and the exact numerical solution (solid

line) of the system of coupled equations (Eqgs.(4.73) and (4.74)) obtained by taking a finite

number of k-state§, N = 24. The several panels of Fig.(4.27) refer to similar calculations
which have been performed starting from different setS;ofalues.

20The numerical results have been proved to converge rather quickly with increasing the number of k-states,
N;. The way the exact numerical solution has been gained is described in Appendix C.
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As one can see the approximate solution cannot be distinguished from the exact one.
As expected, by analogy with the two holes resonances, the spectra remain band-like when
v = U/W < 1 but the line shape is progressively distorted with increasirgee panel b).
Intermediate cases [panels c) to d)] show new features, and besides the distorted continuum
one can observe a non-split-off two holes resonances arourdU and three holes reso-
nances at energies of abaut For~ > 1 [panel e) and f)] split-off two holes resonances and
a quasi-atomic three holes resonance develop. The two holes resonances are not sharp but
rather smeared out and their width is of the ordellof This is due to the bound hole that
virtually explores the valence band. We observe that the two holes resonances have rather
small and unequal intensity as compared to the pronounced three holes peak and that the
residual spectral weight of the original band is quite small. APECS however would allow
to observe these structures because the background measured by this technique is usually so
small that weak continua can be detected as in the case of the Cu band residuum [14].

The approximation given by Eq.(4.81) is remarkably good: the only ones that show some
differences are the patterns displayed in panel c), which have been obtained ipeailal

to half of the bandwidth( = 1). Despite this modest discrepancy occuring in special cases,
the approximation is about as reliable as the model itself can be.

Solution for U # 0

In the more general case of a nonvanishing off-diagonal scattefﬁ@gﬁ, &(z) is obtained
as[g ® P](z) where® stands for a convolution produgj, is the single particle Green’s
function andP is the interacting two holes Green’s function [181, 182, 183]:

1
P(z) = PG D2 (4.83)

while Py(z) = [g ® g](z) is the non-interacting one. The effects produced by having

U # 0, can be understood from Fig.(4.28), where the underlying mechanism of off-diagonal
scattering is represented. In this figure the hole with= 2 propagates freely, while holes
with m; = 0 andm,; = 1 undergo multiple scattering processes due tof,ﬂtmupling with
holes characterized by, = 2 andm; = —1.

In Fig.(4.29) the interacting three holes Green'’s function calculated for different values
of U; is compared with the exact results obtained again for a finite k-numhes 24.

Also this time we observed in the calculated spectra the same analogies with the two
holes phenomenology of the CS theory as we found folthe 0 case, but fol7 # 0 new
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2 2 2
D = 1+ gzg [ gzglgzg 1+
0 -1 0 -1 0 A 0

Figure 4.28. Diagrammatic representation of the three hole Green'’s fudetion= [G ®
P](z) [181, 182, 183]. The label on each propagator specifies the magnetic quantum number

m; of the hole, while wiggly lines represent the interaction

interesting features arise. It is found in fact that the presence of a non vanislio only

on one of the threé&;, namelylU,, which undergoes a sort of “dynamical renormalization”
of U,. Physically this is due to the possibility of multiple scattering of the two holes with
m; = 0,1 between the states, _, ¢, — 1¢5,-|0) andc;, _, .cr _ocr,—110), makingUs,
behave ag/? /- for large z. This explains the splitting of the resonance at abglih two
ones at energies U, + |U]|.

The results for the exactly solvable model tgy = U; = U; = 0 andU = (0 are shown in
panel (a) of Fig.(4.29). Panel (b.1) (= 0) exhibits instead a spectrum with a split-off three
holes peak at energy W and a distorted continuum but, increasitigwell defined two
holes structures start to develop. They eventually split off from the top and the bottom of the
continuum as in panels (b.2) and (b.3). The same behavior is obserniéd#$ot/, = U, = 4

(panel (c)), where the only difference is the fact that the continuum is completely dominated
by the degenerate two holes resonance. The strong coupling limit is considered in panel (d).
The effect of the dynamical renormalization @ is evident in the strong coupling limit,
which is shown in panel (d). Indeed in fact the two holes resonandég and U, are not
affected byl/, while the one at/;, splits into a double resonance at energies, + |U| (see
panels (d.2) and (d.3)).

A direct consequence of the Pauli Exclusion Principle is the complete lack of sensitive-
ness of the three holes resonance to the strength, efhich is evident from all panels of
Fig.(4.29). This is due to the fact that the scattefing,,m;;) = (0,1) < (2, — 1) is forbid-
den in presence of a hole with, = 2 on the local site.
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Figure 4.29. Each panel displays the plotp¢f) = —(1/7)Im[®(w + i0T)] as obtained
from the numerical solution of the Egs.(4.73-4.74) in the case of a rectangular band [181, 182,
183]. All the showed pattern are calculated for different values of the Coulomb parafigters

andincreasing’. a)Uy = U, = Us = 0;b) Uy = Uy = 1.5, Us = 3;¢) Uy = Uy = Us = 4;
d) Uy = 5, Uy =8, Uy = 11. The values of thé/’s andw are in units ofa.

45.4 Discussion

Till today the field of CK preceded Auger satellites was theoretically quite undiscovered and
experimentally neglected because of the reputation of this kind of transitions as a mere back-
ground. This work clearly shows that CK preceded Auger satellites are instead a real mine of
information about strongly correlated materials because they give us the opportunity to char-
acterize the system by measuring what happens when a strongly correlated system responds
to a strong local perturbation. The line shapes of these processes in fact contain information
on three holes multiplet states of the atom and on the two holes multiplets that result when
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one of the holes explores the surroundings. The two holes multiplet structures differ widely
in shape and intensities from those of the Auger transitions leading to two valence holes. For
instance peaks corresponding to forbidden Auger transitions can be prominent in CK satel-
lites. Moreover, the two holes states displayed in Figs.(4.27) and (4.29) have a broadening
of the order of the band width.

Also the position where the two holes structures are expected to be observed are quite
different from the ones foreseen by the CS theory, that is by the corresponding parent dia-
grammatic transitions as we discuss in the following. A first attempt of peak position forecast
may be done starting from values and coincidence spectra presented in Ref.[14] for the case
of Copper. In this work in fact thé, M, s M, 5 and L3 M, 5 M, 5 coincidence spectra of Cu
were measured and the most prominent structures analyzed using the Cini [35] and Sawatzky
[36] theories for the two-hole features and atomic multiplet calculations of the CK transi-
tions. For both these features the atomic Slater integrals were employed. By using free-atom
data [188], they were corrected for an extra-atomic relaxatfip, which was evaluated as
~ 13,5 eV. Further semiempirical estimates wéfe= 7 eV for theds G configuration and
@ = 9 eV for the averag@p hole-3d hole interaction. Assuming that a representative value
for the [184] Coulomb interaction in the three holes s M, 5 (M, 5) multiplet is3U, and tak-
ing into account the interactiap in the initial LM state, the three holes feature should be at
3U — @ lower kinetic energy than the M band residuum. Its kinetic energy was estimated to
be lower than théG peak of theL, M, 5 M, 5 by an energy:

AE = E(CVV) — E(d") =2U - Q. (4.84)

In the case of Cu it turned out thatE' ~ 5 eV. This estimate was in good agreement
with experiment, allowing for a clear-cut assignment of the spectral features. Therefore,
in the interesting case [14] of the T M, 5M, 5 spectrum, thev 2 eV wide two holes
satellites described in the previous subsections should be sought at~at¥ut~ 14 eV
on the high kinetic energy side of the three holes structure, or elseddt eV. The weak
three holes continuum should be centered around 937 eV, whefe Mg; M, 5 transitions
are much stronger. Unfortunately the spectra shown in Ref.[14] do not display any two holes
feature coming from the three particles Green'’s function, but we expect they should be found
by increasing the APECS signal to noise ratio.

In conclusion, more modeling and computational work is needed in order to compare the
above results with experiment and such work is currently under way. Here we have tried
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to address some simpler aspects of the theoretical problems that CK transitions pose, in
order to prepare the ground to a future extended theory. Finally, we observe that the present
formalism is expected to have a wider scope, since in most of the periodic Table one observes
satellite lines like those seen in Mg [189] which are due to shake-off during the primary
photoionization [190]. If the shake-off produces a hole in the valence band, the Auger line
shape mirrors a three holes valence density of states modulated by the matrix elements. The
method described here for computing the local three holes spectrum should apply to those
satellites as well.
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Conclusions

By recollecting together all the results we gained and which have been presented in Chapter
4, we can say that this thesis fulfilled all the aims we set at its very beginning. Even if
they can be improved, the several models we developed give interesting and encouraging
results, qualifying them as first steps in several still unexplored directions towards a complete
understanding of Auger transitions from strongly correlated materials. Definitely, in this
work we did progress in the field of Auger transitions from condensed matter, in particular
as far as incompletely filled valence bands materials are concerned.

For solids with a quite completely filled valence band, our models show that the changes
we proposed (see Secs.4.1 and 4.3 and Refs. [123]) to adapt the Cini-Sawatzky (CS) model
[34, 35, 36] so as to include solid state and spin-orbit effects to describe the corresponding
Auger spectra give reliable results by means again of closed formulas. This paves the way to
important future perspectives about a more extensive use of Auger spectroscopy as a tool to
investigate the role of correlations in complex materials, which are not so different from the
closed band ones. As an example this approach as applied to an AR-APECS experiment on a
Copper sample allowed to study the spin-selection ability of such a kind of technique [123].

It has been shown that the proposed approach is able in fact to reproduce some important
features of the measured spectra, even if the used model is based on a two step approach (see
Chapter 2). The fundamental differences between the spectra revealed in the two adopted
geometrical configurations are in fact well reproduced by this theory, which is not able how-
ever to account for all the intensity difference between the two main peaks of each spectra.
To attribute this effect to an effective spin-selective ability of the AR-APECS technique, fur-
ther calculations are needed but framed this time in a one-step formulation within a multiple
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scattering formalism.

By slightly increasing the band hole filling, the CS approach is expected to give no more
reliable results. This is the reason why we adopted the Bare Ladder Approximation (BLA)
[62, 63, 64] to describe the Auger spectra from Graphite and Single Walled Carbon Nan-
otubes (SWCN) [150, 151, 152]. In this case we introduce within the theory a novelty: the
use of form factors (see Sec.4.3) to properly take into account the different electron popu-
lation of the bands which are involved in the Auger transition, that is to adapt the model to
the case of a quite open band, where more than one valence band take part to the transition.
This new approach reproduced quite well the measured spectra. Only one fitting parameter
has been used, that is the screening on-site interaction. The adopted model allowed not only
to determine the magnitude of Coulomb interactions in SWCN and Graphite, but also to at-
tribute the narrow structure at abdt0 eV in the Auger spectra of Graphite to a quasi two
holes resonance produced by twoholes.

To set free the model from experimentally determined parameters we developed also a com-
plete ab-initio approach which is based on the use of the Janak’s theorem [142] and the
Density Functional Theory (DFT) (see Sec.4.2 and Ref.[137, 138]). The position of the mul-
tiplet in each spectrum, which crucially depends on the parameters evaluated by our ab initio
method, agrees quite well with the experimental one for the case of Zinc, while for Copper
our approximations turn out to be rather poor. We attribute this effect mostly to the width and
hybridization of the Coppesd band. Other factors contributing to worsen the agreement be-
tween theoretical and experimental findings are the off-site interadfse® Sec.2.3.2) and

the possibility to compute the total energy in presence of holes in the valence state. The
model we developed surely can be improved by taking into account at least these factors, but
its current form gives reliable results for at least closed band materials and represents a first
effort towards a fully ab-initio approach to set free the modeling of Auger spectra from the
experimental brand.

For materials which are characterized by completely open valence bands (i.e. bands pop-
ulated by an hole-filling:;, > 1), the spectrum is a combination of relaxed and unrelaxed
features [79, 80] and only the latter are contained in a two holes Green’s function. Moreover,
the BLA breaks down for reasons discussed in Ref. [82] and summarized above. To face
the problem of modeling at least the unrelaxed features, we extended the Time Dependent
Gutzwiller Approximation (TDGA) [84, 114, 119], a time dependent variational theory, to a

1An estimate of the off-site interaction magnitude for Copper can be found in Ref.[123].

132



three band case so as to apply it to Guystanes [180]. To our complete surprise, the com-
parison between HFBLAand GA in the three-band model did not go in analogy with the
one-band case. The HFBLA, which was expected to be poor, was seen to be rather good,
instead, and even preferable in several cases to the GA. The calculated spectra showed also
the more atomic-like character of GA patterns and their resemblance with the HFBLA ones
for small hole-fillings as expected. A comparison with an experiment or with the exact solu-
tion of a cluster which is bigger than2ax 1 one is needed to fully understand which one of
the two approximations, HFBLA and GA, is the best to describe this kind of spectra. This
work however represents a valid grip for starting to climb the problem of modeling the Auger
spectra from strongly correlated open bands materials.
Another instrument for modeling Auger spectra is represented by the theory we built up (see
Sec.4.5 and Refs. [181, 182, 183]) to study three holes satellites which are due to Coster-
Kronig preceded Auger transitions. This approach in fact can be used, together with the
former one, to model Auger spectra from solids which are characterized by incompletely
filled valence bands. It makes the user able to disentangle the structures produced by Coster-
Kronig transitions from the corresponding parent diagrammatic lines. The model we devel-
oped shows that the production of this kind of three holes satellites reproduce a phenomenol-
ogy which is very similar (even if with some slight modifications) to the one of the CS theory.
Increasing in fact the ratio between the Coulomb interaction magnitude and the band width,
two holes structures appear besides the sharp three holes one and display a progressively
atomic-like appearance. We tested our theory only for the case of a rectangular valence band
and assuming that the final three holes state was a monodeterminantal one. More modeling
is in order to be performed but to arrive to a direct comparison with the experiment it will be
enough to extend our theory at least to a three holes final state which is characterized by a
combination of two or three Slater determinants. The formula we found however is of value
also outside the particular problem for which it has been reached. It represents one of the
few successful attempts that can be found in literature to evaluate a correlated three bodies
Green’s function.

As it has been said, much more work, both for modeling and computing, has to be done to
gain a complete and full understanding of Auger spectra from open bands materials. Thanks

°The Hartree Fock BLA (HFBLA) is a BLA where we introduced an HF renormalization of the orbital
energiesg, andey, that we used as input parameters for the model. This allowed us to take into account the
effects of of a mean Coulomb interaction as treated in the Hartree-Fock approximation. For more details see
Sec.4.4.3.
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also to the little bricks which have been built up by this thesis, it appears however no more
a too far target to be fulfilled. The explanation of the Auger spectra from CoO or other
strongly correlated and complex materials will be reached soon, enabling us to have access
to the mine of information about electronic correlations they promise.
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How to evaluate X

As it is shown in [176, 177], the several valuesXf’ in Eq.(4.53} can be obtained by
using:

AT TS
Goo apao'aa

; (A1)

hereTs4 andp,, ., are respectively the kinetic term in the Gutzwiller's (GA) Hamilto-
nian and the operator describing the hole density in the single particle arbitéh spino,
where in this case represents the or d single particle orbital.
The explicit expression for the GA kinetic operatdt: is

Taa = Z Zi %5 Ci i Pigigr (A.2)
ijo’
where the summation is restricted to orbitals belonging to atoms which are the nearest
neighbors of the considered one, while ; , denotes the transfer parameter between the
sites: andj (characterized by spia’); p; ,; , is the integral corresponding to the overlap
between the charge densitiesigfandj,, spin-orbitals. Finally; , is given by [176]:

1n Eq.(4.53) X correspond tog? orto X577, butin this caselz? = X7~ because we are
interested in the paramagnetic case. For this reason we directly skippeaiees in Eq.(4.53).

2In Eq.(A.2) the term-Ap,, does not appear because to evaluagé only the hopping terms in the GA
kinetic operator are important.
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\/(1 — Pii, = Pi_ i, +di)(pi i, —di) + \/di(Pi,g,i,g, —d;)
\/ﬂia/ia/ (1 - pi(,/i(,/> .
In the previous equatiod; represents the doubly occupancy on th{eé = d,p) orbital,

while p; ,;_, is the charge density localized on the spin-orbital of the same lattice site.
By applying Eqg.(A.1) to Eq.(A.2) we gain:

Z' =
(=

(A.3)

0za,,
ng;f{zaz

jo!

, (A.4)

paa'a(r 01(7 Qo min

ta /gg/pa 1Jgt + E Zi o 9. ’L /aa/pia/aa/:|

where the right hand side of Eq.(A.4) has to be evaluated taking as values for the several
used parameters the ones coming from the minimization procedure as applied to the GA
Hamiltonian.
Eq.(A.4) can be further simplified because in our casg_, =t; ,o_, andp._,;., = Pj.ra,.»
i andj behaves as mute indices:

Qo crpa . < J—o
! ! pao'ac' a[)040'041:7'

wherep.; = pi,a, + pi_,a_,,» Which is equal t@p; ,._, in the paramagnetic case. This

(A.5)

min

expression gives fat = d:

(A.6)

58 = 1t (G i)

and fora = p:

0z 0z 0z 0z
220 = 12¢ Po_ o, 4—P=2 » +4-t Po_ o +—P=2 ,
Gpp [ dvpapdp( s ds OPpops d_g popo Ppp Do Po P—o

These are the two expressions we have to evaluate to build the effective Coulomb inter-
action shown in Eq.(4.53) for the case of paramagnetic {al@nes. The values gained this
way for X7 and X¢e for al12 x 12 system and for different hole filling values (starting
from the McMahan parameter set [178]) are reported in Tab.4.5 of Sec.4.4.3.
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The Python Program and Other Codes

This appendix is devoted to the description of the procedure adopted to calculate the CVV
Auger spectra from Cuplanes, which have been shown in Chapter 4.

The procedure is completely general and applies to both HFBLA (Hartree Fock - Bare
Ladder Approximation) and GA , because the different ways these two approaches consider
interactions enters in this calculation only through the used parameters, leaving unaltered the
equations.

These are the fundamental steps of the adopted procedure:

1. Calculation of the renormalized parameters To obtain the Auger spectra the first
thing to do consists in evaluating the new values of the parameters adopted to calculate
the Green’s function as renormalized by interaction. For HFBLA this is accomplished
by simply evaluating the shift which has to be appliedsjoande,, so as to take
into account the effects of a mean Coulomb interaction treated in the Hartree-Fock
approximation (see Sec.4.4.3). In the case of GA instead a self consistent procedure
renormalizes all the needed parameterg: ¢,4, ¢, and the hole numbers per site
within each primitive cellyn,,.,, andn,,. These two tasks have been carried out by
writing two simple “Mathematica” [173] programs.

2. The Fermi energy. Fermi energy is computed via a “Mathematica” program which
takes as input parameters the renormalized quantities evaluated in the previous step.
This is done by using a tight binding Hamiltonian and filling the lowest band (we are
in the hole picture) until the wanted hole filling number is gained in accordance with a
sort of aufbau principle (see Sec.4.4.3).
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3. Y. evaluation: This step is needed to evaluate the effective Coulomb interaction
Voo (see Sec.4.4.3) within the GAl;_ values are computed, following the equations
of Appendix A, with a “Mathematica” code.

4. The interacting two holes Green’s function The following lines report the program
written to calculate the CVV Auger spectra from Copper and Oxygen atoms embedded
in a CuQ plane. The code is written in the Python [174] programming language,
which has been chosen for the great flexibility it allows in testing and developing
modeling ideas, together with an excellent mathematical support, allowing to obtain
the performances which were required for the completion of the computations. From
the user point of view the structure of the program is the following:

(a) the user defines the general parameters of the computations, i.e. the number of k
vectors in the cell, the number of digits to be kept in the computations, the width
of the line shapé, the energy range;

(b) the user defines a set of configurations that she intends to compute (this amount to
specifying the atomic species, the hopping paramejgrs,, the energies,.e,,
the Coulomb interactions,,,u,,, the Fermi energy, a description and the name
of the output file for further processing);

(c) for each configuration a computation is carried with the parameters required, and
the results are saved on the requested files for being consulted afterwards. The
program is object oriented, in the sense that it defines a GreenFunction class
which is instanced according to the user input: in particular the compute method
of the GreenFunction class takes a function as parameter: this function returns
the required element of the interacting two holes Green’s function matrix. This
allows for good flexibility and code reuse. The program is fully commented
(comments start from thet™ symbol until the end of the line). The theory which
lies at the root of the code is detailed in Chapt.3 and in Sects.4.4.1-4.4.3. Among
the features of the program, it has to be noted that the upper bounds for the
parameters are rather high, and mainly correspond to the amount of time that the
user is willing to wait to gain a single spectrum. For instance up to 900 k-vectors
on a typical desktop the program takes reasonable ranges of time to calculate a
single patterh Great care has been devoted to profiling and timing the code to

1To quantify the timing performance of our Python code see the footnote on page 104.
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reduce as much as possible the bottlenecks and to provide reliable results, which
have been double checked with “Mathematica” code where possible. To this end,

the program can provide timing information (argument timeit of the compute
method) and uses thesycomodule forJust in Timecompilation and th@umpy
andscipy for optimal mathematical performance. In more detail the algorithm is

the following:

initialize the GreenFunction class, like my greenfunction = GreenFunc-
tion(precision, parameter.energies, parameter.hopping, parameter.coulomb,
parameter.fermi, parameter.label)This also computes the first Brillouin
zone (self.brillouin);

then call the compute method, which begins by building the tight binding
Hamiltonian of Eq.(4.44) and compute its eigenvalues and eigenvectors as a
function of the input parameters,( <,, t,p.tpd, kz, ky, Usa andU,,) (this is
stored in the kdata attribute of class GreenFunction);

then compute the non interacting two particles Green’s function magix)

(see EQ.(4.52)), which is referred tog@s$w) in the code (method computg®);

the interacting two particles Green'’s function matrix is computed following
Eq.(4.42). It then takes its diagonal matrix element corresponding to the
atom of the primitive cell which has been assumed to be the source for the
signal. This means that element 11 is taken for the Auger spectrum from
Copper while the 22 or 33 matrix would be taken for the two one other atoms,
the Oxygen Ox and Oy (see Sec.4.4.1) (method compwténteracting);

finally the spectrum is computed as the imaginary part of the chosen matrix
element of the interacting two particles Green'’s function, muItipIiedrl%y

This is stored in:
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HEHHFHHHBH A H R B H R R R R R R R R
HEBHFHHH B H R B H R R R R R R

## ##
## Program for the calculation of the correlated two holes ##
## Green’s function for a CVV Auger transition from a Cu0_2 ##
## plane #it
## ##
## Authors: Dr. Simona Ugenti and Dr. Francesco Guerrieri #i#
## ##

HEFH R R R R
B B g s i i S

# Latest Revision on 26 June 2008
# Refactoring on october, 12 2008.

# Everything is packed in classes to achieve better usability and

# performances.

# Import of the modules needed for the computations
# and the GUI

from __future__ import division
from numpy import matrix

from math import cos

import scipy

import numpy

try:

from pylab import axis, eig, plot, show, xlabel, ylabel, title
except:

print ’Couldn\’t find pylab, do something about that.’

from scipy.linalg import eig
import math

import time
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import datetime

from pprint import pprint

# return_pairs() creates all the possible combinations of the k_x
# and k_y values calcuted on the First Brillouin zone of the

# considered system or else of the Cu0_2 planes.

def return_pairs(seq):

return_pairs(seq) -> Given a sequence return a generator which

yields all the possible pairs, with repetitions.

Example:

>>> for item in return_pairs(xrange(2)): print item
(0, 0)

(0, 1)

(1, 0)

(1, 1

copy_of_seq = seql[:]
for i in seq:
for j in copy_of_seq:

yield i, j

# theta() is simply the definition by means of logic operators of

# the Heavyside function.

def theta(x):
"n o theta (x) -> 1 if x < 0, 0 if x >= 0.

It is -1 times the Heavyside function.

return x < 0O
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def my_module(x):
nnn
my_modules (x) takes a value in R and brings it back into the
first Brillouin zone, -infinity < x < infinity -> - pi <= x < pi
nnn
if scipy.sign(x) == 1:

while x > scipy.pi:

X = x-2*scipy.pi
else:

while x <= -1lxscipy.pi:

"
Il

X + 2%scipy.pi

return x

def my_range(start, stop, step):
i
my_range (start, stop, step) yields values from start (included)
to stop incrementing by step. It is used for the omega vector:
that is, the energies where the Green’s function will be evaluated.
It accepts any numeric values and not only integers like range and
Xrange.
i
value = start
if step <= 0:
print "Can only iterate forward! Step must be positive."

raise Stoplteration

while value < stop:
yield value

value = value + step

# Main

class GreenFunction(object):

nnn

__init__(precision, energies, hopping, coulomb_interactions,
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fermi, label)

where precision is the number of digits requested,
energies is a dict with ’ed’ and ’ep’ keys,

hopping is a dict with ’tpd’ and ’tpp’ keys,
coulomb_interactions is a dict with ’udd’ and ’upp’ keys,
fermi is the fermi energy of the system.

tpd is the Cu-0 hopping term;

tpp is the 0-0 hopping term;

ed is the 3d orbital binding energy

Since the oxygen 2p binding energy, ep, has been

set to zero, ed corresponds to the energy difference ed-ep
(we are in the hole picture);

label is a description of the system.

def __init__(self, precision, energies, hopping,

coulomb_interactions, fermi, label):

self.precision = precision

# Parameter initialization

self.ed

energies[’ed’] # d orbital

self.ep = energies[’ep’] # p orbital
self.udd = coulomb_interactions[’udd’]
self .upp = coulomb_interactions[’upp’]
self.tpd = hopping[’tpd’]

self.tpp = hopping[’tpp’]

fermi

label

self.fermi

self.label

self.brillouin = [scipy.pi*(-1+2*n/L) for n in range(1,L+1)]

def hh(self, kx,ky):

# Definition of the system Hamiltonian, which has as variables
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# the components of the wave vector k in the x0Oy plane and

# as parameters tpd, tpp and ed. Here:

ed = self.ed
ep = self.ep
tpd = self.tpd
tpp = self.tpp

return matrix([[ed,2*tpd*cos(kx/2),2*tpd*cos(ky/2)],
[2*¢tpd*cos(kx/2) ,ep, -—4*tpp*cos(kx/2)*cos(ky/2)],
[2*tpd*cos(ky/2) ,-4*tpp*cos (kx/2)*cos(ky/2) ,epl])

def compute(self, energy_range, interacting_green_function,
timeit,output=None) :
i
compute (energy_range, interacting_green_function, timeit,
output) -> It computes the correlated time ordered two
particles Green function, passed via interacting_green_function.
If timeit is True, it computes the time.
If output is an open file, it writes the results on it.

self .kdata

self.eigensystem() # eigensystem for all the
# k vectors

(]

print self.label

final_data

print "Job starting."
if timeit:
start = time.time() # Time counter
self .my_interacting = interacting_green_function
for omega in energy_range:
print ’.’,
gresult = self.compute_gO(omega)
final_data.append(self.compute_my_interacting(qresult))
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def

def

if timeit:
end = time.time()

print "\nJob done in ", end - start, "seconds\n"

datapoints = [val.imag/(-1*math.pi*L**2) for val in final_data]

if output is None:
print datapoints
else:
output.write(self.label + ’\n’)
datapoints = ", ".join(str(value) for value in datapoints)
output.write(datapoints)

output.close()

eigensystem(self):

For each k vector in the brillouin zone, compute eigenvalues

and eigenvectors of the Hamiltonian.

Returns a dictionary.

kdata={}

for index, kvector in enumerate(return_pairs(self.brillouin)):
kdata[index]=self .my_eig(*kvector)

return kdata

my_eig(self, kx, ky):

my_eig computes the eigenvalues and eigenvectors of the given
Hamiltonian and returns a Python dictionary:

kx, ky -> {0:{’eigval’:value of the 1st eigenvalue,
’eigvec’:1st eigenvector}, 1:{’eigval’:value of the 2nd
eigenvalue, ’eigvec’:2nd eigenvector}, 2:{’eigval’:value of

the 3rd eigenvalue, ’eigvec’:3rd eigenvector}} corresponding
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to hh(kx, ky).

i

precision = self.precision

res =eig(self.hh(kx,ky))

diz={}

for index in range(3):
diz[index]={’eigval’:res[0] [index],
’eigvec’:scipy.around(scipy.asarray(res[1] [:,index]),
decimals=precision)}

return diz

# compute_gO(omega) evaluates a 3%3 matrix for each considered
# (gx,qy) vector which represents the not correlated two holes
# Green’s function of the system as a function of the hole

# binding energies omega.

def compute_g0O(self, omega):
""" compute_gO(omega) evaluates a 3*3 matrix for each
(gx,qy) vector which represents the not correlated two
holes Green’s function of the system as a function of the
hole binding energies omega.
i
# To speed up lookup, bind to local names E_Fermi and scipy.outer
E_Fermi = self.fermi

out = scipy.outer

gsum = {}
for index, qvector in enumerate(return_pairs(self.brillouin)):
gx,qy = qvector
gsum[index]=0
for k_index, k_point in
enumerate (return_pairs(self.brillouin)):
kx, ky = k_point
qeig = self.my_eig(my_module(gx+kx) ,my_module(qy+ky))
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for n in range(3):
for m in range(3):
vli=geig[n] ["eigvec"]*
self .kdatal[k_index] [m] ["eigvec"]
num=out (vl,v1)*(1-theta(qeig[n] ["eigval"]
-E_Fermi)-
theta(self .kdatal[k_index] [m] ["eigval"]
-E_Fermi))
den=(omega - (qeigln] ["eigval"]
+self .kdatal[k_index] [m] ["eigval])
+1jxdelta) *L**2
gsum[index] += num/den

return gsum

def compute_my_interacting(self, qresult):
compute_GintCu() -> Calculates GintCu(a,b,c,d,m,f) for every
(gx,qy) in the first Brillouin zone and then sums all
these values
Gnosum = 0
for gres in qresult.values():
Gnosum += self.my_interacting(qres[0,0],qres[0,1],
qres[0,2] ,qres[1,1],qres[1,2],qres[2,2], self.upp, self.udd)

return Gnosum

class ParameterSet(object):

pass

def cu_GreenInteracting(a,b,c,d,m,f, upp, udd):

cu_GreenInteracting(a,b,c,d,m,f, upp, udd) ->

Returns the element [0,0] of the interacting
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B — THE PYTHON PROGRAM AND OTHER CODES

two holes Green’s function matrix.

Its arguments are respectively:

g0[0,0], b = g0[0,1],c = g0[0,2],d = gO[1,1],m = gO[1,2],
g0[2,2]

a
f

nnn

return (ckx(cxupp - c*dxupp**2 + bxm*upp**2))/(1 - a*udd - d*upp

fxupp - (bx*2)*udd*upp - (c**2)*udd*upp + a*xd*udd*upp

+

axfxuddxupp + d*f*xupp**2 - (m**2)*(upp**2)

+

(c**x2) xd*udd*upp**2 + (b**2)*f*rxudd*upp**2

axd*fxudd*upp**2 - 2xbkxckmrxudd*xupp**2 + ax(m**2)*udd*upp**2)
+ (b*(b*upp - b*f*xupp**2 + cxmxupp**2))/(1 -

axudd - d¥upp - fxupp - (b**2)*udd*upp - (c**2)*udd*upp

+ axdxudd*upp + axf*udd*upp + dxfxuppx*2 - (m**2)* (upp**2)

+ (c*x*2)xd*udd*upp**2 + (b**2)*fxudd* (upp**2)

- axd*fxudd*xupp**2 - 2xbkcxmkxudd*upp**2 +ax (m**2)*xudd*upp**2)
+ (ax(1 - dxupp - f*upp + dxf*upp**2 - (m**2)*(upp**2)))

/(1 - axudd - d*upp - fxupp - (b*x2)*udd*upp -

(c*%2)*xudd*upp + a*xd*udd*upp + axfxudd*upp + d*xf*upp**2

- (m**2) * (upp**2) + (c**2)*d*xudd*upp**2 +(b**2)*f+udd*upp**2
- axdxfxuddxupp**2 - 2*bkxcxmrudd*upp**2 + ax(m**2)*udd*upp**2)

def o_GreenInteracting(a,b,c,d,m,f, upp, udd):

o

o_GreenInteracting(a,b,c,d,m,f, upp, udd) ->

Returns the element [1,1] of the interacting

two holes Green’s function matrix.

Its arguments are respectively:
g0[0,0], b = g0[0,1],c = g0[0,2],d = gO[1,1],m = gO[1,2],
g0[2,2]

a

f

nnn

return (d*(l-a*udd-f*upp-(cx*2)*udd*upp+a*f*udd*upp))/(1-a*udd-
dxupp-f*upp- (b**2) xudd*upp- (c**2) *udd*upp+a*d*udd*upp+

axfxuddrupp+d*f* (upp**2) — (m**2) * (upp**2) + (cx*2) xd*udd* (upp**2) +
(b*x2) *f*xudd* (upp**2) —a*xd*xf*udd* (upp**2) -2*b*c*m*udd* (upp**2) +
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ax (m**2) xudd* (upp**2) ) + (m* (m*upp+b*cxudd*upp-a*m*udd*upp) ) / (1-
axudd-d*xupp-f*upp- (b**2) *udd*upp- (c**2) *udd*upp+a*d*udd*upp+
axfxuddxupp+d*f* (upp**2) — (m**2) * (upp**2) + (c*x*2) xd*udd* (upp**2) +
(b**2) xfxudd* (upp**2) —a*xd*f*udd* (upp**2) —2xb*c*xm*udd* (upp**2) +
ax (m**2) xudd* (upp**2) ) + (b* (b*udd-b*f*udd*upp+c*m*udd*upp) ) / (1-
axudd-d*xupp-f*upp- (b**2) *udd*upp- (c**2) *udd*upp+a*d*udd*upp+
axfxuddxupp+d*f* (upp**2) - (m**2) x (upp**2) + (c**2) xd*udd* (upp**2) +
(b**2) xfxudd* (upp**2) —axd*f*udd* (upp**2) —2xb*c*xm*udd* (upp**2) +
ax (m**2) xudd* (upp**2) )

if __name__ == ’__main__’:

import psyco

psyco.full()

precision=5 # number of digits
L =12 # L*L is the total number of k-vectors
delta

0.1 # broadening of the calculated lineshape. It is
# equivalent to convolve the computed line shape

# with a Lorentzian curve having an HWHM of delta

green = {"Copper":cu_GreenInteracting, "Oxygen":o_GreenInteracting}

parameters = []

first_set = ParameterSet()

first_set.interacting = green["Copper"]

first_set.hopping = {’tpd’:1.5, ’tpp’: 0.6}

first_set.energies = {’ed’: -3.3+(7.9/2)%0.273922,’ep’:(3.6/2)*0.119984
first_set.coulomb = {’udd’:7.9,’upp’: 3.6}

-5.2489

first_set.fermi

first_set.label

Description of the first parameter set.
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B — THE PYTHON PROGRAM AND OTHER CODES

first_set.outputname = "today_Copper_HFBLA_L12_nh08472.dat"

second_set = ParameterSet()

second_set.interacting = green["Oxygen"]

second_set.hopping = {’tpd’:1.5, ’tpp’: 0.6}

second_set.energies = {’ed’: -3.3+(7.9/2)%0.273922,’ep’:(3.6/2)*0.119984}
second_set.coulomb = {’udd’:7.9,’upp’: 3.6}

-5.2489

nnn

second_set.fermi

second_set.label
Description of the second parameter set.

nnn

second_set.outputname = "today_Oxygen_HFBLA_L12_nh08472.dat"

parameters.append(first_set)

parameters.append (second_set)

for parameter in parameters:
nrg=my_range(-20.0,-10.0,0.5) # omega vector
my_greenfunction = GreenFunction(precision, parameter.energies,
parameter.hopping, parameter.coulomb, parameter.fermi,

parameter.label)

try:
today = str(datetime.datetime.today()).split() [0]
filename = today + ’_’ + parameter.outputname
my_file = open(filename, ’wb’)

except AttributeError:
my_file = None

my_greenfunction.compute(nrg, parameter.interacting,

timeit=True, output=my_file)
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Numerical Procedure for the Exact Three Particles
Green’s Function

The interacting three-particles Green’s function, which has been used to test Eq.(4.81) and
to observe what happens for # 0, can be computed by solving Egs.(4.73-4.74) with an
adequate numbe¥, of continuum states. It is a matter of algebra to show that Eqs.(4.73-
4.74) require to compute the following non-interacting three-holes correlators, written in
terms of the single particle Green’s functigfx):

2Vh(2) = lg@g@4)(2); (C1)
e 4(2) = l9©9®g(2); (C.2)
925&2714%(2) = [9®9® grpdij +9® gx @ gp(1 — 6i5)](2); (C.3)

WISSZ)(z) = <O|Cp2020—1z _1H00+ c3 ¢p|0)
= [9®9® ggp)(2) — [9 ® g4 ® g4)(2)- (C.4)

The need to calculate these quantities simply arises from projecting a Dyson-like equa-
tion on all the states making up the Hilbert space of the system (see Sec.4.5.2).

In the above expressiond) is |cj ¢ c5 |0) and, besides the already defined three-particles
stateg A}), we have introduced also the statd$) = |ci ¢/ 5 |0) and|A3> [ye; ck2]0>
The symbol %" denotes a single convolution product, i{g@p](z) = —5% [ dz'f(z

2').
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C — NUMERICAL PROCEDURE FOR THEEXACT THREE PARTICLES GREEN S FUNCTION

Egs.(C.1-C.4) shift the problem of obtaining a numerical solution of Egs.(4.73-4.74) to the
calculation of the matrix elements of the one-hole Green'’s function, which can be obtained

by:

(2) 1
ya = _—_—
g z—¢gg— 2(2)

Vi
gr(z) = Z_Ekg(Z),

Ok p Vi Vo

= : C5

gk,p(z) 2 — &g +Z—€kg(2)z—€p7 ( )

whereX'(z) is the embedding self-energy alg(with i = k,p) are the hopping integrals;
go ande; (i = k,p) represent instead the energy of respectively a localized and a delocalized
hole with momentumi.

To gain the above quantities, the only input parameters are the single particle density of
states,D(w), which are assumed to be zero fovalues outside the range-Y,Y') (where
W is the band width), and the Coulomb repulsiéns. As a first step we Hilbert transform
D(w) to obtain the single-hole Green'’s function on the Augergite = 1/[z —eo — X(2)],
whereg is given by [ dw - wD(w) (center of mass of the density of states). Assuming a
linear dispersion for the continuum states of the salid= —% + (W/N)k, k = 1,...,N,
the hopping integrals;, of the model can be evaluated frdm = /|Im[X(e1)]| /7.

Once we gained all the needed parameters of the model, we compute the triple convolu-

tions of Eqs.(C.1-C.4). This is done by expressing the single-hole Green’s function in the
Lehmann representation, which requires the solution of e+ 1)-dimensional one-body
problem.
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Acronyms

1hLDOS = One hole Local Density of States.

2hLDOS = Two holes Local Density of States.

AED = Auger Electron Diffraction.

AES = Auger Electron Spectroscopy.

AF = Anti-Ferromagnetic.

ALOISA = Advanced Line for Overlayer, Interface and Surface Analysis.
APECS = Auger PhotoElectron Coincidence Spectroscopy.

AR-APECS = Angular Resolved Auger PhotoElectron Coincidence Spectroscopy.
BCC = Body Centred Cubic lattice.

BCS = Bardeen-Cooper-Schrieffer theory.

BLA = Bare Ladder Approximation.

CLA = Core Ladder Approximation.

CS = Cini-Sawatzky.

CVV = Core-Valence-Valence.

DFT = Density Functional Theory.
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D — ACRONYMS

FWHM = Full Width at Half Maximum.

GA = Gutzwiller Approximation.

HF = Hartree-Fock.

HOPG = Highly Ordered Pyrolytic Graphite.

KR = Kotliar and Ruckenstein.

LDA = Low Density Approximation.

LDLA = Low Density Ladder Approximation.

MFA = Mean Field Approximation.

RPA = Random Phase Approximation.

SC= Simple Cubic lattice.

SD = Slater Determinant.

SFC-LDA = SelF-Consistent Low Density Approximation.
SWCNT = Single Wall Carbon NanoTubes.

TDGA = Time Dependent Gutzwiller Approximation.
TEM = Transmission Electron Microscopy.

XPS = X-ray Photoemission Spectroscopy.
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