N
N

N

HAL

open science

Systemes auxiliaires pour les observables:

approximation du connecteur dynamique locale pour les
spectres d’addition et d’émission d’électrons

Marco Vanzini

» To cite this version:

Marco Vanzini. Systémes auxiliaires pour les observables: approximation du connecteur dynamique
locale pour les spectres d’addition et d’émission d’électrons. Matiére Condensée [cond-mat]. Université

Paris Saclay (COmUE), 2018. Frangais. NNT: 2018SACLX012 . tel-01803435

HAL Id: tel-01803435
https://pastel.hal.science/tel-01803435
Submitted on 30 May 2018

HAL is a multi-disciplinary open access
archive for the deposit and dissemination of sci-
entific research documents, whether they are pub-
lished or not. The documents may come from
teaching and research institutions in France or
abroad, or from public or private research centers.

L’archive ouverte pluridisciplinaire HAL, est
destinée au dépot et a la diffusion de documents
scientifiques de niveau recherche, publiés ou non,
émanant des établissements d’enseignement et de
recherche francais ou étrangers, des laboratoires
publics ou privés.


https://pastel.hal.science/tel-01803435
https://hal.archives-ouvertes.fr

universite

PARIS-SACLAY

NNT: 2018SACLX012

THESE DE DOCTORAT
de
L’UNIVERSITE PARIS-SACLAY
préparée a

rECOLE POLYTECHNIQUE
Ecole doctorale n°572

Ondes et Matieres (EDOM)

Spécialité: PHYSIQUE

par

Marco VANZINI

Auxiliary systems for observables:
dynamical local connector approximation
for electron addition and removal spectra

Theése présentée et soutenue a Palaiseau le 30 janvier 2018 devant le jury composé de :

Prof. Eric CANCES Président du jury
Prof. Eberhard K. U. GROSS Rapporteur
Prof. Nicola MARZARI Rapporteur
Prof. Roi BAER Examinateur
Prof. Silvana BOTTI Examinatrice
Prof. Simo HUOTARI Examinateur

Dr. Lucia REINING Co-encadrante

Dr. Matteo GATTI Directeur de these






A chi mi ha portato fin qui.






Contents

[Prefacel

I Background

|1 The experimental starting point|

[1.1 Photoemission SPECIIOSCOPY| « « « ¢ v v ¢ v v v v e e e e e e e e e e e e e e

[1.1.1 The photoemissionprocess|. . . . . . ... ... ... ... . ......

[1.1.2  Angle Resolved Photo Emission Spectroscopy (ARPES)[. . . . .. ... ...

[1.2  Scanning Tunnelling Spectroscopy|. . . . . ... ... ... ... ... ... .. ...

|2 The many-body problem|
2.1 Thesystem|.. ... ...

[2.1.1 The Born-Oppenheimer decoupling . .. ... ................

[2.1.2 Theelectronicsystem| . . ... ... ... ... .. .. ... ... . ...,

2.2 Theproblem|. ... ...

[2.4 Reformulations of the problem: functionals| . . . ... ... ... ..........

[2.4.1 The Rayleigh-Ritzprinciple| . . . . .. ... ... ... ... ... ...

[2.4.2  Hohenberg—Kohn Density Functional Theory (DFT)| . . .. ... ... ...

[2.4.3  One-body Reduced Density Matrix Functional Theory (RDMFT)|. . . . . .

2.5 Green’s function|. . . . .

[2.5.1 Lehmannrepresentation| . . ... ... ... ... ... ... ...,

[2.5.2  Analytic properties of the Green’s function: the spectral function|. . . . . .

[2.5.3 Standard route to the spectral function: the selfenergy|] ... ... ... ..

[2.5.4 Dysonand Hedinequations|. . . . . . ... ... .. ..............

Il Auxiliary systems|

|3 Auxiliary systems: an introduction|

[3.1 Reduced quantities| . . .

iii

Page

11
13
14

17
17
18
19
19
21
24
24
25
26
26
28
29
30
32
34

37



CONTENTS CONTENTS

[3.3.1 The Sham-Schliiterequation| . . . . . ... ... ... ... .......... 45

[3.4 An auxiliary system for the density matrix| . ...................... 46
3.5 Thespectral potential| . . .. ... ... ... . ... . . .. . . . ... 47
3.6 DMFTandspectralDFT| . . . ... ... .. . ... . it 52

|4 Auxiliary systems: explicit examples| 55
4.1 The Hubbard model on the Bethelatticel . . .. ... ................. 55
[4.1.1 Theauxiliarysystem| . . . . .. ... ... ... . ... .. 58

[4.2 The symmetric Hubbarddimer|. . . . . .. ... ... ... ... ... ...... 61
[4.2.1 Theauxiliarysystem| . . . . . ... ... ... .. ... . . 67

|4.2.2  Sham-Schliiter equation approach| . ... ... .. ... ........... 71

4.3 The homogeneous electrongas|. . . . ... ... ... ... ... . .... 76
|4.3.1 Real system viewpoint: HSEO6 solution| . . . . ... ... .. ......... 77

[4.3.2 Theauxiliarysystem| . . . . . ... ... ... ... ... . .. 82

I The connector and dynLCA| 91
5 The connector] 93
[5.1 The connector idea: Local Density Approximation (LDA)| . ............. 93
[5.2 Dynamical Mean Field Theory (DMFT)| . . . .. ... .. ... .. ... ...... 96
5.3 Ageneralization|. . . . . . .. ... e 97
[5.4 The dynamical local connector approximation (dynLCA)[ . ... ... ....... 99
5.5 Theconnector . . . . . . . v i i i e e e e e 102

1 neral str reoftheconnector]. . . ... ... ... ... ........ 102

[5.5.2 Perturbationexpansion| . . . . ... ... ... .. e 104

[5.6 Model systems without auxiliarysystems| . . . . . ... ... ... .......... 106
5.6.1 Sham-Kohn Quasi Particle LDA| . . ... ... ... .. ... ... .. .... 106

6 The connector for the Hubbard dimer 111
[6.1 The real system: one—fourth filling solution| . ... ... ... ............ 112
|6.2 Approximations to theselfenergyl . . ... ... ... ... ... ... .0 ... 114
[6.2.1 Hartree approximation|. . . . . . . . . . . .. . ... e 114

16.2.2 The GWapproximation| . . . ... ... ... ... ..., 115

[6.3 Dynamical Connector Approach (dynCA)[. . . . . ... . ... . ... ...... 116
16.3.1 Theauxiliarysystem| . . . . .. ... .. .. ... .. . . . 116

[6.3.2 Themodelsystem| . .......... ... ... ... .. ..., 117

|6.3.3 Different quantitiestoimport|. . . . . . .. ... ... .. 0. 118

{7 Dynamical Local Connector Approximation in practice: real systems| 125
[7.1 TImplementation|. . . . . . . . . .. . . e e 125
[7.2 Fermienergyalignment| . . . ... ... .. ... ... ... . . . .. . ... 129
[7.3 Ashortcut: localalignment| . . .. ... ...... .. ... ... .. ... ... ... 132
(7.4 Band structure correctionl . . . . . . . . . .o e e 136
[[5 Externalcorrectionl . . . . . . . . . ..o i 139
[7.6 The dynLCAbandstructure| . . . . .. ... ... ... . .. . . ..., 141
[Conclusion| 145
|Acknowledgments| 149
Append 151

iv



IA Résumé en francais|

[B~ Energy contributions|

IC Bethe Iattice CPA solution

[D Hubbard dimer at half filling|

[ESham-Schliiter for the density matrix|

[F Homogeneous Electron Gas integrals|

|G First order perturbation in v°X|

[H_GW for the Hubbard dimer!
I Bilocal funciions inBloch basis

153

155

159

163

169

173

179

183

193






Table of main symbols and conventions

r
n(r), n
Nmin, Mmax
wp = \/m
Ts

k

€k

G

{In, k)}
T un,k(r)
kg

Pn(r) = eik

ve(r)
vext(r)
vH(r)
Ey

Ex
y(r,r')
no(r,r")
N (T, r')

vks(r)
A
1>, pyS(r)

real space vector

local and average densities
minimum and maximum densities
plasma frequency in the homogeneous electron gas
Wigner-Seitz radius

reciprocal space vector
one—particle excitation energy
reciprocal lattice vector

Bloch basis, with 7 band index
Bloch wavefunction

Fermi wave vector

Coulomb potential

external potential

Hartree potential

Hartree energy

Fock energy

one—particle reduced density matrix
pair density

exchange—correlation hole

Kohn-Sham potential
exchange—correlation part of the Kohn-Sham potential
Kohn-Sham eigenvalue and eigenfunction

work function

bandwidth

parameter of the PBEO functional
screening length of the HSE06 functional

ground state of the N—electron system
ground state total energy

excited state s of the N—electron system
total energy of the system described by [¥2)



A At
Cly (,‘l

W), ¥
G(rt,r't), G(r,r',w)
fs(r)

A(r,r,w)

2(r,r,w)

Z

Usg(r, w)
V’S‘}%(r,w)
VR (r, w)

vsk (r, w)

t, U

Gii(w) = Gipc(w)
Gamm (w)

A(w)
% (w)

9.7./

Re, Im
sign
0 ifx<O
0(x) =
1 ifx>0

Fourier transforms:

Continuum limit:

excitation energy

(minus) electron affinity

(minus) ionization potential
chemical potential / Fermi energy
fundamental gap
frequency/energy

annihilation and creation operators
field operators

one-particle Green’s function
Lehmann amplitude

spectral function
exchange—correlation self energy
renormalization factor

spectral potential

exchange—correlation part of the spectral potential
purely frequency-dependent

part of the HSEO06 spectral potential

Sham-Kohn quasi particle potential

hopping parameter and interaction strength
in the Hubbard model

on-site Green’s function

impurity Green’s function

impurity hybridization function

impurity reference Green’s function

principal value of the integral

real and imaginary parts
signum

Heaviside theta function

3 .
fy,1)= f e e TR £ (K, w)

21 (2m)3

£k, w) =fd3ydrei(m_k'y)f(y,ﬂ

a3k

1
V% *f 2m?

viii



IV Nous suivons le passage le long du mur.
Ily a du monde, chacun est porteur du terme manquant
d’'une équation destinée a rester sans solution. [...]

IX. On ne peut voir le mur que par parties,
la totalité est dans lesprit.

Le texte ne devient complet

que lorsque vous arrivez a la crypte. [...]

XI. Certains murs vous incitent a demander:
qu’y a-t-il de U'autre c6té ?

Ces murs-ci ne décrivent que leur propre limite.
IIs vous saisissent, mais ne vous demandent rien.

JOSEPH KOSUTH

‘ni apparence ni illusion’
Murs de l'enceinte de Paris
Carrousel du Louvre






This thesis is a story, and real stories hardly go straight.

This thesis is no exception: I have tried to condensate in the form of a sequential manuscript
three years of research, attempts, many errors, new ideas, trials, some successes, some results,
a bit of philosophy, discoveries of old ideas, new implementations, models, derivations, ...
With these ingredients, I have built this story.
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Preface

A quoi bon bouger, quand on peut
voyager si magnifiquement
dans une chaise?

JOR1S—KARL HUYSMANS, A rebours

Condensed matter is an amazing field of research. New phenomena periodically pop up
out of nature, asking for an interpretation. It is the case of superconductivity, the quantum Hall
effect, Mott insulators, excitons, magnons, ...

Remarkably, all of these are emergent phenomena. They cannot easily be explained just by
focusing on the properties of the single components involved. On the contrary, they stem from
the collective behaviour of particles, which is often more than just the sum of single—particle
effects [1].

Typically, an important contribution to these phenomena is provided by electrons.

If in an extended system most of the electrons are usually attached to their nuclei, some
of them can move almost freely through the system. These electrons, called valence electrons,
wander around, explore and possibly establish coherent connections among themselves. They
lose their purely atomic nature, in which their energy is fixed by the atomic quantum numbers
n, [, m, and they enter a full many-body realm, where plenty of new energy states are available.

Some of these states can be considered as single-particle-like, and the many-electron sys-
tem behaves as if it were composed of several quasi-independent electrons with renormalized
properties. These are the famous Landau quasiparticles [2], which explain the success of the
free electron gas as a model for metals. Some other states cannot definitely be viewed as single—
particle-like, and they are the fingerprint of correlations between electrons. These states prove
that the many-body system behaves as a whole, and a true many-body approach should be
employed for its description.

Such a description exists, it has been developed in the fifties and the sixties, and it relies on
the formalism of the Green’s functions [3} 4} [5]. It is a very general theory with several ramifi-
cations. It yields, in principle, all the information that one could retrieve from the many-body
system (i.e., all the information enclosed in the many—particle wavefunction). It is the theory
of everything of condensed matter.

However, one is usually not interested in everything. Something is already enough. In par-
ticular, the spectral function alone already offers an excellent characterization of the system.
Moreover, the spectral function is a measurable quantity, that can be used to benchmark the
theoretical approach.

At this stage, this thesis enters the play. The aim of this work is to exactly target, from the
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theoretical point of view and in an effective way, the spectral function of a many-electron sys-
tem, which is measured in photoemission or inverse photoemission spectroscopy.

In particular, throughout the thesis (and explicitly in chapter (1) I refer to angle-integrat-
ed photoemission experiments. This is a spectroscopy technique based on the photoelectric
effect: schematically, a photon impinges on a sample, it transfers its energy to one of the elec-
trons, which is consequently kicked out of the material and finally collected by an analyzer. By
measuring the number of detected electrons at different energies, one has a clear map of the
energy distribution of the electrons in the material.

Such a map is of fundamental importance, as it establishes a true window on the micro-
scopic world of electronic states. Describing this map - if it is available — or predict it — when it
is not — is the challenge of theoretical spectroscopyﬂ

In the Green’s functions formalism I mentioned above, the one-particle Green’s function
G(r,r’,w) exactly describes the physics of charged excitations, in which an electron is removed
from (photoemission) or added to (inverse photoemission) the system. While the microscopic
description requires the full Green’s function, the comparison with experiments is realized
through a much simpler quantity. It is the integrated spectral function A(w), and it is derived
from the Green'’s function via the following relation:

1
Aw) ~ vderImG(r,r,w).

This function is the microscopic quantity that makes the link with experiments possible. In
the standard approach (described in chapter [2), one first evaluates the full Green’s function
G(r,r’,w), through the introduction of a non-local, complex and frequency-dependent poten-
tial, the selfenergy Z(r,r’,w). Once G(r,r’,w) is at hand, all the off-diagonal elements and the
real part of the diagonal are discarded. Finally, one integrates ImG(r, r,w) over space to obtain
A(w). At the final stage, a lot of information is removed, and one could question the efficiency
of such a method.

In this thesis, an alternative is proposed. It is the joint venture of two shortcuts, presented
in part[[[and part[[I respectively.

The first shortcut deals with the issue just mentioned: instead of using a non-local and
complex potential, the self energy Z(r, r’, w), to obtain a non-local and complex object, the full
Green’s function G(r,r’,w), and then remove most of the gained information, why not being
pragmatic and look for a method that directly focus on ImG(r, r,w)? Its integral in space would
yield the energy spectrum A(w), while its integral over frequency returns the local density n(r).

This wish is formalized and realized in chapter[3] There, I introduce an auxiliary system,
in which fictitious particles interact via a real, local and frequency-dependent potential, the
spectral potential vsp(r,w) [6]. This is a much lighter object with respect to the self energy.
However, if it were known, it would yield the exact values of the integrated spectral function
A(w) and the density n(r).

In this sense, the spectral potential can be regarded as a dynamical generalization of the
Kohn-Sham potential of density functional theory (DFT) [7]. Also the latter is an effective po-
tential in an auxiliary system of fictitious particles. If its expression were known, one would
have access to the exact density n(r). However, since it is static, even the exact Kohn-Sham
(KS) potential could not yield the exact spectral function. KS-DFT can only access the quasi-
particle part of the spectrum and, even there, it usually underestimates the fundamental gap of
semiconductors or insulators. By contrast, adding the frequency-dependence as an additional

Lwww.etsf.eu
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degree of freedom, the spectral potential yields in principle both the exact spectrum and the
exact density.

It can be shown that a real potential is the minimum requirement to have both A(w) and
n(r). However, a real but dynamical potential may break the usual causality rules (the Kramers—
Kronig relations), and it must be considered as no more than a mathematical tool.

A complex generalization of the spectral potential restores causality, and is formally given
by the effective potential of spectral density functional theory (SDFT) [8], which is in turn a gen-
eralization of dynamical mean field theory (DMFT) [9]. The latter is a successful approach to
treat Hubbard-like systems; by contrast, we here stick to an ab-initio, parameter—free system.
The former, on the other hand, has never been tested in practice. To complete the review of
existing approaches, time—dependent density functional theory (TDDFT) [10] focuses on time-
dependent phenomena, usually considering a system coupled to a time-dependent external
potential. This is not the case within our approach, where frequency is a time difference stem-
ming from a reduced description of a time-independent Hamiltonian [5].

An exact expression for the spectral potential can be found if the self energy is at hand,
through the solution of a generalized Sham-Schliiter equation [11}[6]. This is shown in chapter
for three prototypical examples.

The first system we consider is the Bethe lattice with infinite coordination number. It de-
scribes the Mott metal-insulator transition via the divergence of the imaginary part of the self
energy, which is a purely frequency-dependent complex number. The challenge is therefore to
describe the same transition via a real spectral potential, whose imaginary part, by definition,
is always zero. In a second example we treat the symmetric Hubbard dimer, in which the self
energy, besides being complex, is also non-local. As a consequence, the task of the spectral
potential is doubled. Finally, we move to continuous system by considering the homogeneous
electron gas (HEG), with a purely non-local self energy (the Heyd-Scuseria—Ernzerhof HSE06
one [12]). The challenge is transforming the non-locality of the self energy into the frequency
dependence of the spectral potential.

However, this method is efficient if it does not require the knowledge of the self energy.
Therefore, we propose a second shortcut (part|[[II), which is pretty general and is inspired by
the local density approximation (LDA) to the Kohn-Sham potential of DFT.

The strategy consists in evaluating the unknown quantity (the spectral potential) in a model
system, and then import it in the auxiliary system through a suitable connector, that is a pre-
scription that explains how to use the model system result in the original system.

I explain the general idea of this approach in chapter |5 and I apply it to the study of the
asymmetric Hubbard model in chapter|6]

The real challenge, however, is treating realistic materials within this method. To this aim
we consider the homogeneous electron gas as a model system, like in LDA. The spectral po-
tential is evaluated there for a wide range of densities, and then imported each time a different
material is studied. For this task, we propose a very simple connector based on local quantities
only, hence the name dynamical local connector approximation (dynLCA) for this approach.
The results for four prototypical materials, sodium, aluminum, silicon, and solid argon, are
presented in chapter|[7}

Note that the connector approach has a further practical advantage: in fact, the self energy
is used just once in the model system only. Once the latter is solved and the results are storecﬂ
for many values of densities, nobody will ever repeat the calculation in the model, nor will
he/she perform a self energy calculation in the real material. One can completely abandon the

2https://etsf.polytechnique.fr/research/connector/dynLCA
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self energy, which is complex-valued and non-local, hence computationally heavy. At the same
time, one does not have to build it for every different system; only the local quantities present
in the connector are needed, and these can be obtained through a simple DFT calculation.

Besides the theoretical insight that it offers, this approach results in a drastic reduction of
the computational cost. Therefore, it is particularly well suited for studying the properties of
a large number of materials (material design), in which the use of a non-local self energy is
usually the most time-consuming part. On the one hand, indeed, a local and real potential is
computationally lighter. On the other, this method disentangles general properties due to the
electron—electron interaction (accounted for by the calculation in the homogeneous electron
gas) from specific properties of the material, that enter the form of the connector.

As I will show in this thesis, it is not easy to design a connector which is generally valid, and
more work will have to be done. However, the results of this thesis are meant to show that this
is a promising way to go, to answer some open questions and to open new ones.
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Background

I'needed to believe in a tale — however
unlikely — which placed the events
of this most terrible day in a sensible order.

RICHARD ZIMLER, The Last Kabbalist of Lisbon

La matiere ne va pas jusqu’au bout,
et l'isolement n'est jamais complet.
Si la science va jusqu'au bout
et isole complétement,

Clest pour la commodité de I'étudell]

HENRY-LOUIS BERGSON, L'évolution créatrice

Though wisdom is common, the many
live as if they had a wisdom of their own.

HERACLITUS, Fragments

IMatter does not go to the end, and the isolation is never complete. If science does go to the end and isolate
completely, it is for convenience of study.






Chapter

The experimental starting point

The aim of this thesis is to develop an efficient method for the description of observables re-
lated to the electronic structure of matter. To validate the approach, we will benchmark it with
the existing state-of-the-art theories. Therefore, we will not directly face the comparison with
experiments. However, the connection with the experimental world is still of primary impor-
tance, as it can guide us on choosing which quantities are important to reproduce theoretically.

All the chapters that follow will focus on one particular measurable quantity, the spectral
function. This is a key quantity for the interpretation of different crucial experiments, which
are based on phenomena that have marked the development of quantum theory itself: the
photoelectric effect and quantum tunnelling.

Indeed, the diagonal of the spectral function in real space is the fundamental observable for
describing scanning tunnelling spectroscopy. Its diagonal in reciprocal space is the cornerstone
of angle resolved photoemission spectroscopy. Finally its trace, which is basis independent, is
the many-body quantity that is needed for reproducing photoemission and inverse photoemis-
sion experiments.

Tunnelling spectroscopy is essentially a surface-sensitive technique. Also photoemission
and its variants, according to the photon energy, are sensitive to the surface. However, they are
extremely useful for investigating also the bulk properties of a system. In this thesis we con-
centrate on the bulk, and photoemission will therefore be our primary reference experiment.

1.1 Photoemission spectroscopy

Photoemission experiments are the modern times development of some famous investiga-
tions performed by Hertz in 1887, who observed what became known as photoelectric effect:
under particular circumstances, a beam of monochromatic light is able to knock out electrons,
thus called photoelectrons, from a solid. The quantum theoretical explanation [13] of this effect
earned Einstein his Nobel prize: in an independent-particle picture (see fig. [1.1), a photon of
frequency w/2n is absorbed by one of the electrons of the material, with initial energy —eg — ¢,
where ¢ is the work function (energy needed to eject an electron from the highest occupied
level, namely, in a metal, the vacuum minus the Fermi energy) and €p > 0 is the binding energy
of the electron, measured with respect to the Fermi energy p. If the energy gain fiw is suffi-
ciently large, that is if 7iw > €p + ¢, the electron escapes the material into the vacuum, with
positive kinetic energy €y = iw — ¢ — eg and momentum 7k, and is then collected by an anal-
yser.

This effect is at the basis of PhotoEmission Spectroscopy (PES), whose goal is to determine
the energy levels of electrons in materials. Since conservation of energy states that —eg = & —

7
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Figure 1.1: Photoemission (PES) and inverse photoemission (IPES) processes
schematically, in an independent particle picture. The wavy red arrow indi-
cates a photon of energy hiw that enters the sample in PES (and exits in IPES);
after the interaction, the sample is left with a hole, indicated by the white cir-
cle, and N — 1 electrons (N + 1 in IPES), indicated by the blue spheres. The
photoemitted electron (incoming electron in IPES) has energy €. As it is ev-
ident from this picture, PES probes the occupied states, while IPES the empty
ones.

hw + ¢, and since g is measured by a detector, 7w is chosen by the experimentalist and ¢
can be known, the electron binding energy can be determined from the kinetic energy of the
photoelectron released in the vacuum.

Plotting the intensity of the signal, which is proportional to the number of photoelectrons,
as a function of the binding energy, one obtains an extremely rich spectrum, where a series of
distinct features reflects the different electronic energy states allowed in the material.

To make the discussion concrete, I will refer to a particular experiment in which I have taken
part. It is an angle resolved photoemission experiment (ARPES, see below) on bulk aluminum,
performed at the PEARL beamline of the Swiss Light Source (SLSE[). The aim was collecting
experimental data on the electronic structure of aluminum, and use a theoretical approach
(the cumulant expansion) to describe them. An overview of the measured angle-integrated
photoemission intensity as a function of the binding energy is shown in fig. in logarithmic
scale.

The most evident isolated sharp peaks are a signature of very localized core states, where
electrons stick close to nuclei in an atomic-like way; their binding energies do not differ that
much from the corresponding isolated—atom energies, hence they are used as evidences of the
presence of a particular element in the sample (ESCA: electron spectroscopy for chemical anal-
ysis [14]). In particular, in fig. the most prominent peaks can be identified with the 2s and
2p atomic states. The line coming from the 1s state is at even lower energy and it is not shown.

More complex to interpret is the region of the spectrum close to the vacuum level, the va-
lenceband. The ARPES spectrum in the valence region at the k—point I'" is shown in fig.

In this region, more energetic, less bound electrons are allowed to explore the lattice struc-
ture of the solid, exhibiting a stronger itinerant nature. The discrete atomic-like energy levels

Ihttps://www.psi.ch/sls/
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Figure 1.2: Angle integrated X-ray (hw = 700eV ) photoemission data for alu-
minum. Intensity (in logarithmic scale) of the photoemitted electrons as a
function of the binding energy, in eV. The core levels 2p and 2s yield very sharp
peaks in the signal, together with their plasmons. The valence band is, on the
contrary, less pronounced; however, it is possible to distinguish, by the Fermi
level, the quasiparticle with the characteristic ~ /o shape, that creates its
own plasmons at lower binding energy (Experiment performed in collabora-
tion, at SLS; figure from ref. [15]).

(3s and 3p in the case of aluminum) merge into a continuous distribution of energy in which
electrons are allowed to dwell, the Bloch bands. In certain cases (Fermi liquids) the band pic-
ture is enough to catch the main part of valence spectrum. This is the case when a prominent
peak of finite width appears, the one at ~ -10 eV in fig. (see also fig. [1.4). It can still be
interpreted as the fingerprint of the propagation of one single electron. However, its motion is
now affected by the dynamical polarization of the medium: as one electron moves, the others
are repelled and a Coulomb hole in the electron probability distribution surrounds the propa-
gating electron. The interaction of the electron with the Coulomb hole slows it down and thus
decreases its kinetic energy once it is ejected. In particular, from the relation —ep = €, — Aiw + ¢,
such a photoelectron will appear red—shifted with respect to the single—particle state to which
it corresponds.

The higher the number of processes by which the electron can be decelerated, the wider the
peak in the resulting spectrum. The width of the peak is thus interpreted as the inverse lifetime
of the electron—plus—Coulomb-hole entity. The latter is called quasiparticle as long as it still
exhibits a particle-like behaviour, namely as long as it can be thought of as a dressed particle
with renormalized energy and mass. Quasiparticles, see fig. get sharper and sharper as
they approach the Fermi level, as the possibilities of decaying into non-coherent features is
reduced by the kinematics of the process; on the contrary, well inside the Fermi sea (but still
in the valence region), their lifetime is smaller and one does not see, nor one does talk about,
quasiparticles there.

Bloch electrons in the valence band are an extraordinary source of other non-trivial many-
body effects. One of these explains the series of smaller features that appear to the left of each
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Figure 1.3: Angle resolved X-ray (hiw = 1100eV) photoemission experiment
on aluminum, at the T’ point. Intensity (in linear scale) of the photoemitted
electrons as a function of the binding energy, in eV. (from ref. [15]).

most prominent peak in fig. In fact, together with their neutralizing ions, valence electrons
generate a plasma-like medium in which quasiparticles (core and valence) propagate. This
medium, which is quantized and originally in its ground state, can take part in the photoemis-
sion process by subtracting from the outgoing electron part of its energy, fiwp. As the medium
gets excited by one additional plasmon, the photoelectron is emitted with a lower kinetic en-
ergy, resulting in a smaller peak to the left of the quasiparticle, called satellite (see for example
in fig. [1.2]the feature at around -20 eV). With lower probability, the medium can also take twice
the energy it needs to get excited, 2fiwp: it thus goes to a higher excited state, consisting of fwo
plasmons, and another satellite will show up in the photoemission spectrum, to the left of the
previous one (the feature at ~ —-35 eV in the aluminum spectrum). And so on and so forth with
lower and lower probability.

These series of satellites, smaller and smaller as they depart from their quasiparticle, show
up to the left of each prominent peak of the photoemission spectrum, in the valence as in the
core region. They are not energy levels in the one-particle sense, but they are a clear bench-
mark of the collective behaviour of the electronic system [I], and they require a full many-body
treatment to be theoretically reproduced.

Depending on the system, other mechanisms of energy-loss are possible [16], each resulting
in other satellites in the photoemission spectrum.

Furthermore, in a photoemission experiment, other peaks can show up: they are the conse-
quences of additional events like multiple scattering of the photoelectron before escaping the
surface, or filling of the photohole left behind. Secondary processes like inelastically scattered
electrons or results of “cascade” processes add up in the incoherent background which grows
to the left (smaller kinetic energy of the photoelectron) of the most prominent features.

Finally, all spectroscopy techniques that involve electrons are highly surface sensitive. In
particular, for kinetic energy of the photoelectron (which is determined by the photon energy
and the binding energy range of interest) ranging from 10° to 103 eV, the corresponding electron
inelastic mean free path A, is 4+40 A [17], a few lattice constants inside the material. Therefore,
in general, the measured electrons stem from a region quite close to the surface. If one wants to
probe the bulk, the surface must be as clean and as bulk-like as possible. Still, it will influence

10
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the spectra. As an example, in fig. the big shoulder at the right onset of the spectrum, at
smaller binding energy than the quasiparticle, can indeed be interpreted as a non—dispersing
surface contribution.

The qualitative picture I have just sketched shows how large is the possible number of effects
that can occur in a photoemission experiment. To describe at least some of them, a reliable and
efficient theory is needed.

1.1.1 The photoemission process

The standard approach to deal with the photoemission process from a many-body point
of view simplifies the single photoemission event into the succession of three independent
steps (three-step model [18]): an electron is excited by a photon in the solid, it propagates to
the surface and it finally leaves the surface into the vacuum. Each of these steps contributes
to the final photocurrent (detected electrons per unit time): an effective mean free path and a
transmission probability through the surface take into account the last two steps [19], while the
intrinsic photoexcitation of the electron can be described by the transition rate w; from the
ground state of the N—electron system I‘I’(()N )} to an excited state I‘I’;N )y —driven by a perturbing

Hamiltonian Hiy. This is given, to first order in Hin, by Fermi'’s golden rule 20} [21]:
2r N 2
_ (N)| 7. (N) (N) (N)
wei = - (‘I’f | Hint 'Y, )| 6(Ef - E; —hw). (1.1)

The perturbing Hamiltonian describes the interaction of the system with the electromagnetic
field (¢, A). The scalar potential ¢p(r) can be set to zero by a gauge transformation. The vector
potential is supposed to be small (linear response: A- A = 0) and not varying with space (dipole
approximation: V- A = 0). With these assumptions, the perturbing Hamiltonian can be written
as Hine=—i4LA-V [I7].

To evaluate the matrix element in eq. (I.I), a further simplification is usually made, called
the sudden approximatiorﬂ the photoemitted electron is treated as completely decoupled
from the sample; this allows one to factorize the final state I‘I’}N )y into an antisymmetrized

product of a photoelectron in the vacuum é;rc |0y and the (N — 1) electron system left behind in
the excited state s, |\1/§N Uy, The photocurrent _#i(w) is given by the total transition rate. It is
the sum over all possible excited states s:

2
Fr(w) = %Z

N 2 _
(PN & Hing |\P(‘)N)>‘ ) (s?c +ENY - g - hw) ,
N

where the difference E(()N ) _ EgN ~U can be interpreted as the energy ¢ of an electron in the
solid, measured from the Fermi energy p, and g‘l)c is the energy of the free photoelectron in
vacuum. The perturbing Hamiltonian can be expanded on a complete set of single—particle
wavefunctions ¢; as Hp =Y w é;Al Cr, witA 1= ) Hine 1. Assuming that the ground state
I‘I’(()N )y doesn’t have any component along | k), which is too high in ener one obtains:

PV e Hine 26y = 3 A (P16 1w EY),
l

and the photocurrent becomes:

2n 1)y A N -
jk(w):?ZAklA,*d,{Z(\PgN Vg g™y e Vrel 1o 1’)5(eg—hw—ss)}. (1.2)
N

178

2The sudden approximation is justified when the kinetic energy of the photoemitted electron is large, which is
the case for highly energetic impinging photons (see [22] to go beyond).

3In particular, for By = —i %A -V and constant 4, in the reciprocal space basis the representation is diagonal:
Aing =AYy ké) e and Apgr =640 L Ak

4This assumption is justified for high energy photoelectrons in the three-step model.

11
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While the first factors of the formula contain the radiation-matter interaction through the ma-
trix elements Ay, the part in curly brackets involves properties of the system only, from the
excitation energies € to the transition amplitudes (\I’(SN - [ ¢ I‘I’(()N )>. Such a quantity, for rea-
sons that will become clear later, is called spectral function and will be the main character of
this thesis:

— ~ R _ &
Aw()i= Y NP 1ew i) (Ve e 60 - 2. (13)
N

With its help, the photocurrent becomes:

0
2n N €
Fr(w) = EZAMAM/AU/ Ek —w)- (1.4)

i

Finally, the matrix elements Ay; are evaluated in the basis / in which A is diagonal, and it is
often assumed that Aj; = const := A. Thus one arrives at the final formula:

0
2 €
(@) =h—72T|AIZZAlz %"—w) (1.5)
!

namely the important result that the photocurrent is, to some multiplicative factors, the trace
of the spectral function which, as it is well known, is independent of the particular basis {|)},.

Inverse photoemission (IPES) Strongly connected to photoemission is the specular process
of inverse photoemission, which can be considered its time-inverted counterpart, as initial and
final states swap their roles. Free electrons are sent on the sample, where they occupy empty
levels; as a result, photons are ejected and collected by an analyser (see fig. [L.I).

The excitation energies are here defined as € = EgN 1 —E(()N ), and the conservation of energy
states that 8(1)c = hw—¢+¢;. By repeating the argument just above, the transition rate is still given
by eq. provided that the spectral function is defined as:

~ ~ &
Aw():= Y P e e (F 1 e 6 (0 - 2. (1.6)
N

Note that, besides being specular in time, IPES is also complementary to PES in the sense
that, in a single—particle picture, it probes the empty levels of the system, while PES explores the
occupied ones. The two approaches together give a full picture of the one—particle excitations
of an electronic system.

Independent particles Neglecting the electron—electron interaction, the many-body system
is equivalent to many one-body systems; the transition amplitudes in eq. (1.3) or (L.6) simplify
to (‘I’&N_DI ¢ I‘I’(()N)> =05, and the spectral function becomes:

£
A% () := 6”,6((1)—#) 1.7)
with corresponding photocurrent:
0 27 2 0
FR@) = 1Al Y b(eh—€1-hw). (1.8)
1

This is a series of delta peaks (see fig. (b)) that can approximate at best the quasiparticle
peaks; finite lifetime effects and collective excitations like plasmons are completely ruled out
in such a picture. This is why, although very powerful for describing several properties of a
many-electron system, effective one—particle approaches cannot in general catch the whole
photoemission spectrum, and a truly many-body theory comes into play.

12
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Figure 1.4: Angle-resolved photoemission spetroscopy: (a) geometry of an
ARPES experiment with specified emission direction (9, ¢); (b) momentum-
resolved spectral function for a noninteracting electron system with a sin-
gle energy band dispersing across (; (c) the same spectra for an interacting
Fermi-liquid system (adapted from ref. [23]).

1.1.2 Angle Resolved Photo Emission Spectroscopy (ARPES)

In the last decades, Angle Resolved Photo Emission Spectroscopy (ARPES) has become fea-
sible: besides energy levels, also their dependence on the wavevector k is experimentally ac-
cessible (see fig. [I.4). ARPES is an extremely useful technique for investigating the dispersion
of valence states which, as already mentioned, present an important itinerant nature; in par-
ticular, for Fermi liquids, the position of the main quasiparticle peak as a function of k is the
measured band structure. Also the Fermi surface, as a mapping of the k—points with energy p,
is directly accessible by ARPES.

To interpret ARPES experiments, one has to relate the measured momentum (in vacuum) to
the wave vector k inside the solid: crossing the surface, the parallel (to the surface) component
of the photoelectron momentum is conserved, while the perpendicular is not, and different
approaches are used to determine it [19]. Besides the conservation of energy that we imple-
mented above, also the momentum conservation in the solid must be taken into account: since
the photon carries a negligible momentum in most cases, only vertical transitions are allowed,
and the momentum of the electron in the material can be modified by reciprocal lattice vec-
tors G only. These vertical transitions between bands are determined by selection rules in the
matrix elements. Finally, the photocurrent emitted in the direction k is proportional to the
diagonal of the spectral function in k space [17,[19]:

27
Fk(w) = ﬁ|Akk|2A

80
k, %’C —a)), (1.9)

where A (k,w) = Ak (w). Asin eq. (I.5), the squared dipole matrix element | Agg|? = | (k| Hine 1K) |2
contains the radiation—-matter interaction (in particular the dependence on the photon energy),
while the whole many-body effects are accounted for by the spectral function, as it is clear from
its definition:

Yo PG eI PV e PN T w—eg) if e =B BNV < p

_ (1.10)
TPV ey (VY el Wiy S —gg) if eg= BV - BV =

Alk,w) = {

consistent with eq. and (1.6). The main difference with angle-integrated photoemission
is that ARPES selects a particular basis for the spectral function, while in photoemission only
the trace of it is needed. This is why, if one wants to reproduce the outcome of ARPES experi-
ments, the k-resolved spectral function must be evaluated, while any basis is fine for integrated
photoemission.

13
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Figure 1.5: Scanning Tunneling Spectroscopy schematically, in an indepen-
dent particle picture, for negative (left) and positive (right) bias V. The grey
box is the sample while the blue object is the probing tip. The process is anal-
ogous to the one of fig. Alternatively occupied (V < 0) and empty states
(V > 0) of the sample are explored.

1.2 Scanning Tunnelling Spectroscopy (STS)

A completely different experimental technique is Scanning Tunnelling Spectroscopy (STS),
a purely surface-sensitive method based on the tunnel effect. The principle is very simple: a
conducting probing tip is moved closer and closer to the surface of the sample, till the many-
body wavefunctions of sample and tip overlap: in such a situation, if a suitable bias V is applied
between tip and sample, tunnelling of electrons through the vacuum between the two becomes
possible; thus, a tunnelling current _# (V) can be measured.

As the tip moves around, by measuring the tunnelling current one can achieve a complete
reconstruction and visualization of the surface with atomic resolution (~ 107! + 10°A), produc-
ing a real atomic microscope (STM: scanning tunnelling microscope [24]). Furthermore, be-
sides visualization ot single atoms [25], also the manipulation of them became feasible within
this technique [26].

Although the physical principle on which they are based is different (tunnelling a barrier
versus absorption of a photon), both in this technique and in photoemission electrons propa-
gate and eventually are emitted (or absorbed) from the sample, see fig. Therefore it is not
surprising that, even though the matrix elements — that account for the experimental setups —
are unrelated, both currents are proportional to the same intrinsic quantity, namely the spectral
function. In particular, since here the tip probes locally the sample and only the least-bound
electrons partecipate to the current, the local spectral function evaluated in a neighborhood of
the chemical potential shows up [27, 28} 29} [30] (assuming for simplicity the same yu for both
electrodes):

4
j,(V):% deIlept(w+eV)A(r,r,w), (1.11)

u-e

where p;(w) is the density of states of the tip and T is a matrix element depending, e.g., on the
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geometry of the tip and the applied voltage V. It is not surprising that the densities of states of
the two electrodes enter the formula, as electrons can jump between tip and sample only if the
two can alternatively provide and accept electrons. In particular, depending on the sign of the
voltage, empty (V < 0) or occupied states (V > 0) of the sample are probed, as the tip grants or
gains electrons.

The sample enters eq. through the spectral function in real space, defined as:

Y@ e V19T ) e ) S —ep) ifes=E]Y —EN TV sy
Y Mg ey N gt ) 18 S (w—e) if e = BNV BNV >

(1.12)
which can be derived from the generic A;; (w) of eq. (1.3) and via standard basis transfor-
mation.

A(r,r’,w) :{

In this chapter I have introduced an important object, the spectral function Ay (w),
which appears as a fundamental and recurrent quantity when considering different
experimental techniques:

1) its trace Y| A1 (w), that can be expressed in any basis, is needed to interpret pho-
toemission and inverse photoemission experiments;

2) written in the reciprocal space basis, A(k,w) constitutes the intrinsic (in the sense
of independent of the measurement procedure) part of ARPES spectra;

3) its diagonal in real space A(r, r,w) is directly probed in scanning tunnelling spec-
troscopy.

The spectral function contains essential information on the electronic structure of
the sample, as can be seen from its definition, eq. and (1.6). The challenge is
therefore to derive it in the most efficient way from an ab-initio theory, in which just
electrons and nuclei are present and no further parameters are used. I will show in the
next chapter the state—of-the-art theory for obtaining the spectral function, while in
the following I will develop a more efficient approach to the same goal.
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Chapter

The many-body problem

When Richard Feynman was asked which single knowledge had better survive a hypotheti-
cal fatal cataclysm, he replied with the atomic theory [31l: “that all things are made of atoms —
little particles that move around in perpetual motion, attracting each other when they are a little
distance apart, but repelling upon being squeezed into one another”.

The challenge was to transmit “the most information in the fewest words”, just one sentence
to pass on to the next generation of (surviving) creatures. Had he been granted with more room,
he would have probably specify that atoms — despite their name — were not the fundamental
lego-bricks of nature.

Since the beginning of the century, indeed, scientists [32] have been aware that atoms are
composed of big, heavy nuclei surrounded by light, tiny and fast electrons: their overall charge
neutrality is the reason for the stability of atoms themselves, while the interplay between neigh-
boring nuclei and electrons results in the attraction-repulsion dance that builds up the whole
chemistry.

Well, not quite: it would be unfair to treat both nuclei and electrons with the same honours.
The former, massive as they are, are pretty lazy compared to the far more active electrons. The
latter move, scatter, lose and gain energy while, in many cases, one may consider that the nuclei
stand by and watch, still approximately in their original state.

However, their only presence on stage is fundamental. Nuclei modify the properties of space
around them, begging electrons for staying close. According to the configuration they assume,
plenty of different materials come out, each one with its own characteristics.

Interacting electrons wandering in a lattice of nuclei will be the main character of the play
described in this thesis.

2.1 The system

From a physical point of view, we can say that whenever two different time scales arise, a
shorter one associated with electrons and a (much) longer one for the nuclear degrees of free-
dom, the nuclear motion can be considered as adiabatically frozen with respect to the elec-
tronic one; in this case, an adiabatic decoupling of their description is not only feasible but
valuable.

That is something physicists quickly became aware of...
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2.1.1 The Born-Oppenheimer decoupling

Indeed, soon after the birth of modern quantum mechanics [33} 34}, [35], Born and Oppen-
heimer [36] showed how it was possible to deal with molecules by decoupling the slow nuclear
motion from the fast electronic one. Assigning a wavefunction for independently describing
each of them, ¥ for the electrons and @ for the nuclei, the wavefunction of the coupled system
can be, in some cases [37,138], just the direct product of the two, V¥ - ®.

Such a case occurs in particular in common solids, where massiveﬂ nuclei slightly movef]
and light electrons quickly adjust to the instantaneous configuration of the formers. Their “ac-
climatization” can be described by an electronic Schrédinger equation in which the nuclei en-
ter only as a fixed set of parameters {R}:

ERI — H,(r1, ) = Y ven (I = Re) [ WR (11, i) =0, @.1)

i,a

where He (r1,..,rp) is the purely electronic Hamiltonian (see below) that depends only on the
positions {ri}é\i 1 of the N electrons, v,y (|r; — R, |) is the Coulomb interaction between an elec-
tron in r; and a nucleus in R, and ‘I’{SR“} (riy,.., ry) is the electronic wavefunction, describing
electronsin ry,.., r y when the nuclei are in {R}, with the multilabel s that specifies a complete
set of quantum numbers for the electronic system.

The role of the eigenvalue EéR“} is twofold: it is both the (output) total energy of the electron
system and an (input) effective electronic energy that, on a longer time scale, contributes in
determining the actual configuration of the nuclei. It is called (adiabatic) potential energy sur-
face, and it is nothing but an electronic glue [39] that adds up to the nuclear Coulomb repulsion
to set the dynamics of the lattice.

Indeed, the slower nuclear relaxation process can be described by the following nuclear
Schrodinger equation, in which the electrons enter only through the potential EiR“}:

[8,5,"5 ~ Ay ((Rg}) — B | @, s ({Re}) = 0, 2.2)

where A ~N ({Rq}) is the purely nuclear Hamiltonian, @, s ({Rs}) is the nuclear wavefunction and
éagf’f is the total energy of the electrons plus nuclei system, with p a set of quantum numbers
for the nuclear HamiltonianPl

Eq. is a clear statement of adiabatic separation. It says that the nuclear motion does
not modify the electronic state s, that enters as a parameter. In particular, electrons stay in
their ground state Egg}. The Born-Oppenheimer approximation breaks down when, on the

IEven for the lightest atom, Hydrogen, the ratio between the mass of the electron and the nucleus is approxi-
mately 1/1836: the non-relativistic two-body problem can be separated into a center-of-mass that behaves like a

free particle, of mass M = mp + me ~ mp, plus an orbiting particle of mass u = (mLe + mL,,) . me: eventually, in
the center—of-mass reference system, a fixed “quasi—proton” and an orbiting “quasi-electron”.

2In a classical picture, the third Newton’s law states that the Coulomb force that an electron exerts on a proton is
the same as the one that that proton exerts on the electron; as a consequence, their (change in) momentum is the
same, hence their velocity is controlled by the ratio between their masses.

3A common approximation to E({)R“} is the harmonic one, where the adiabatic electronic potential is approxi-

mated by a quadratic function of the nuclear displacements, i.e., E({)R“} =Y %M w? (Re - qu)z, with qu the equi-
librium position of the a—th nucleus: the Hamiltonian in eq. results in a sum of independent harmonic oscil-
lators, i.e., free phonons; additional anharmonic contributions can be considered, resulting in interacting phonons.
A related approach, well suited in particular for molecules, is the separation of the nuclear dynamics into a rota-
tional, vibrational and translational motion, pushing even forward the adiabatic separation idea by observing that
different energy scales (i.e., time scales) are involved in the three mentioned processes.
Finally, we mention the Lennard—Jjones [40] and the Morse potential [41], used to parametrize the energy surface

ER,)-
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contrary, there is an interplay between electronic states and lattice dynamics, that is when two
different energy surfaces EiR“} and Eyz“} are so close to each other (eventually, they cross) that
the slow nuclear dynamics induces transitions between different electronic states.

To conclude, eq. states that it is possible to include the dynamics of the nuclei, and
hence have access to the full many-body wavefunction in the Born—-Oppenheimer approxima-
tion Wig,; (r1,.,rn) - @ ({Rq}), once the potential energy surface, and therefore the dynamics of
the electrons, is at hand. The latter is controlled by eq. (2.1, the real bottleneck of the calcula-
tion. It is towards this very equation that we will now, and for the rest of the thesis, turn.

2.1.2 The electronic system

In atomic unitﬂ which we will use for the rest of this thesis, the Hamiltonian that enters eq.

(2.1) reads:

) o N
H= —+ Vv (F) |+ = —— (2.3)

where we have replaced the nucleus—electron interaction vy (|#; — Rq|) with a more generic
external potential v®(#;). This is the most general Hamiltonian we will consider. It describes
any realistic material in which 1) relativistic effects can be neglected, 2) spin—dependent inter-
actions can be ignored and 3) the Born-Oppenheimer approximation holds.

These three requirements apply to a wide range of real physical systems, and we will focus in
particular on crystalline solids, where the number of electrons is huge, of the order of the Avo-
gadro number N ~ 10?3, and the arrangements of nuclei {R,} is regular, thatis Va 3 (n;, nz, n3) €
Z3|R, = nyay + npas + ngas, with {ai}?zl primitive lattice vectors.

Furthermore, we will attach the innermost electrons, the core electrons, to their nuclei, freez-
ing them together into a positively-charged ion structure. This is called the frozen—core ap-
proximation, and is motivated by the fact that only the valence electrons (the outermost ones)
significantly contribute to the interatomic interaction. Hence N will be the number of valence
electrons only, and v®!(#;) the potential felt by an electron in r; due to the presence of the
whole ion lattice. For the rest of the thesis, we will consider this lattice in a fixed configuration
{R,}, and we will drop the label {R,} from the formulas.

Finally, the Hamiltonian completely defines the system, but we need the wavefunction
¥ to have access to its physical properties: the wavefunction obeys the Schrodinger equation,

eq. @.1), that readsﬂ

(AW (ry,ern) = EWs (1, ) (2.4)

Finally, with eq. and eq. (2.3):

“The underlying physical laws necessary for the mathematical theory of a large
part of physics and the whole of chemistry are thus completely known, ...”

2.2 The problem

“«

. and the difficulty is only that the exact application of these laws leads to
equations much too complicated to be soluble.” [42]

4By definition, me = e? = 1i = 47eg = 1; as a consequence, the unit of length is the Bohr ag = % W?CCZ =0.529 A,
e

and the unit of energy is the Hartree Ej, = a®mec? = 27.2114 eV.

5Since the Hamiltonian does not couple spin and position variables, the total wavefunction will be factor-
ized into the product of its spatial and spin components. The latter is not relevant for this thesis, and it will be not
explicitly mentioned.
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Believe it or not, despite the fact that the electronic many-body problem is completely and
exactly defined, finding the wavefunction ¥ (ry,.., r y) remains a formidable task. The reasons
are mainly three:

1. The number N of electrons in a solid is huge. Take for instance the sample we used for
the ARPES experiment that I mentioned in the previous chapter. It is a cylindric sample
of aluminum, 5 mm of diameter and 1.5 mm of height. It weights less than 0.1 g, but it
contains roughly 0.23 - 10? electrons.

Is this a large number? Walter Kohn [43] tried to answer this question from an optimistic
perspective: if only we were to describe a molecule (or an atom!) of N ~ 100 electrons,
by replacing each continuous coordinate (r”); € (—~oo;00) in the wavefunction by just
3 parameters (a very rough trade!), the total numbers of these would be something like
~ 100, to obtain an accuracy in energy of ~ 1%! No way to handle such a number, nor
even to imagine it!

But let’s stay positive and assume that some intelligent being whispers to us the solution.
We start recording it, but still, needing at least two bits per parameter, we would quickly
run out of atoms to store our N = 100 electrons solution, since the total number of atoms
in the universe is estimated to be around 1080 (the situation is not always that drastic: in
many cases, symmetries can help — see later with Bloch’s theorem). This observation —
that goes under the name of van Vleck catastrophe [44] — pushed Kohn to the following
provocative statement [43]:

“In general the many-electron wave functionV (ry, .., r n) for a system of N elec-
trons is not a legitimate scientific concept, when N > 103",

2. The previous point would not be a big deal, if only electrons wouldn't interact. But they
do, giving a job to thousands of physicists and, more importantly, life to billions of com-
pounds, molecules and, eventually, human beings.

The interaction between electrons prevents the separation of H into a direct sum of one-
particle hamiltonians fz(i). In general, one cannot even resort to a nearest neighbours
model: the Coulomb interaction is long-range, meaning that each electron interacts, al-
though sometimes weakly, with everyone else (in our 0.1 g Al sample, %N (N —1) interac-
tions means approximately 104 couplings)!

3. The third reason why eq. (2.4) poses a problem is a conceptual issue: having access to the
wavefunction V¥ is not our final goal.

The wavefunction is an intermediate object that completely describes (the knowledge we
have of) a system. It contains all the information that can be extracted from it. In order
to obtain in practice a piece of this information, one has to evaluate, from the wave-
function itself, some reduced, much reduced quantities with the properties of 1) being
observables (in order to be compared with experiments) and 2) depending on just a few
variables (in order to have a clear physical interpretation). The wavefunction itself is not
one of these quantities, being a complex object whose interpretation is not even always
unambiguous [45].

And struggling to build up a giant for finally picking up just a tiny pinch of it doesn’t seem
the most promising strategy.

Bearing these three arguments in mind — too many variables, an inseparable Hamiltonian
and eventually an answer containing too much information — one had better give up on the
quest for the full wavefunction W, solution of eq. (2.4), and turn to what really matters.
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2.3 Observables

What really matters is essentially just a bunch of operators — each one depending on a few
degrees of freedom — whose expectation values are closely related to what is actually measured.

Being properties of the system, these expectation values are still functionals of the wave-
function but, containing (much) less information than ¥, we expect them to describe the sys-
tem from a reduced perspective only. On the other hand, their immediate meaning makes it
easy(-ier) to speculate about their structure, and their relative small size makes them appeal-
ing quantities to work with.

The total energy The total energy of a system in the state s is formally defined by rearranging
the Schrédinger equation for the eigenvalue Es, which becomes a functional Es = E;[W]
of the wavefunction ¥:

Es=fd3r1...d3rN\Pj (F1,. FN) HYs(F1, . FN). (2.5)

In particular, the ground state total energy Ey plays a crucial role. First, even at room tem-
perature (~ 20 °C), most of common materials are in their ground state: take for instance
our favourite Al sample (rs = 2.07 ap); its free Fermi energy (the valence band width) is s?g =
11.65 eV, while kg T ~ 25 meV; that makes a ratio of kg T/e% ~ 0.2% thermally-excited elec-
trons! Even perturbing the system, this is usually expected to finally relax to its ground state.
Finally, in the Born Oppenheimer approximation, by minimizing E, = EéR“} with respect to the
lattice positions {R,}, one can have access to many structural properties of the system itself
(lattice constant, stress tensor, ...).

In conclusion, having the total energy of a many-body system means a lot. So much that,
simply by inspecting E; as a functional of the wavefunction, eq. [@.5), we will be able to in-
troduce some very fundamental quantities, through which we will eventually reformulate the
many-body problem.

The density Probably one of the simplest observables is the electronic density n(r). It de-
scribes the distribution of electrons in space when the system is described by the wavefunction
Y (that can either be the ground state W or an excited state W). Density is defined as the num-
ber of electrons per unit volume, namely n (r) := dN . It is directly related to the probability
amplitude of finding an electron in r, and its funcuonal form in terms of the antisymmetric

many-body wavefunction is:
n(r)= Nf Aro. >INV (1,72, TN) P (1,72, TN), (2.6)

which is the expectation value on the state ¥ of the density operator i (r) := Zﬁ\i 1 o(r— i‘i)ﬁ
This is quite a simple quantity, depending on just three continuous variables (and not 3N as
the wavefunction), whose visualization is extremely human-friendly: everyone knows what
“dense” means.

Besides being in itself a compact and clear object, the electronic density is also a funda-
mental ingredient for the expectation value of the many-body Hamiltonian (2.3). Indeed, the
classical (self-)interaction energy of a cloud of charged electrons with density n (r) is a simple

functional of the density:
/
fdg 3 1O 2.7

lr—r'|

6The two definitions are completely equivalent provided the Pauli principle applies: if this is the case, summing
over all but the first argument of |¥|2 does not highlight this as a preferred variable. Otherwise, the proper definition
wouldbe n(r) =Y ; fd3r1...d3rN6 (r—r))®*@r1,.. TNV (1, 7).
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Figure 2.1: Relative magnitudes of the different contributions to the total en-
ergy of Mn atoms (in eV), from ref. [46]. Tyy is the kinetic energy of the
valence electrons, Ecy = f A3 rn(r)ve™(r) the interaction energy between the
electrons and the ions, Eyy = Ey the Hartree energy, eq. and Ex the ex-
change contribution, eq. (2.9). The correlation term is even smaller, and is
not represented.

This is the famous Hartree contribution (see Appendix[B), which often plays an important role
(see figure 2. when evaluating the expectation value on the ground state of the electronic
interaction term 3 Z# j |r,1r]|

On the other hand, one would never think that density alone is enough to have access to
the whole ground state energy of the electronic system. The reason is simple: while density is a
local quantity, both the kinetic and the Coulomb terms involve non-local interactions between

particles. A new object pushes to be defined...

The density matrix A non-local generalization of density is the one particle reduced density
matrix (1P-RDM), whose definition is the following:

y(r,r'):= N/ A3ro . d3 NP (' Fo, e FN)Y(F, Fay oy ). 2.8)

This hermitian quantity, whose diagonal is the usual density, plays a twofold role in the ground
state total energy.

First, electrons are fermions, and as such they obey the Pauli exclusion principle: no two
electrons can occupy the same quantum level. In other words, the wavefunction ¥ is antisym-
metric in its variables. This rule is powerful enough to go beyond the strictly classical Hartree
term, eq. (2.7), even by still sticking to an independent—particles picture, that is by considering
a factorized (but now also antisymmetrized) wavefunction: a Slater determinant. The corre-
sponding energy contribution (derived in appendix[B) is called the exchange or Fock term:

fd3 Yy, n ryw’,r)

(2.9)
lr—r'|

This is the amount of energy that must be added to the classical Hartree term, for the reason
that electrons, being fermions, tend to stay further apart from each other than their classical
counterparts, and their Coulomb repulsion is therefore weaker (hence the minus sign [47]).
Not only does the density matrix enter the very first non-trivial ( = non—classical) term in
the interaction, but also the large (see figure[2.1) kinetic contribution to the total energy can be
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exactly expressed in terms of it (see appendix[B|for a derivation):

2

T=(¥y Vi) ) fd3 I ( VZ) (r,r) (2.10)
= - = rlim |——|y(r,r). .

7 2 r'—r 2 Y
With these expressions, the total energy, so far, reads:

vz
f a3rd®r’ {5 (r,r') (—é

This is an explicit functional of y (r, r') only: “the whole state |...] is completely described simply
by this electric density [matrix|; it is not necessary to specify the individual three-dimensional
wave functions that make up the total electric density. Thus one can deal with any number of
electrons by working with just one matrix density function”. [48]

Thus Spoke Dirac. End of story. Isn't it?

v,y + S Y Ny, r) -y, rya',r }
) 2 .

lr—r'|

+ v (r)

The pair density It is not. If the previous formula truly represented the total energy of Hamil-
tonian (2.3), nature would be very different from what we are used to, and definitely more bor-
ing. Indeed, while the first half of the formula is exact, the interaction contributions and
have been derived under the assumption that the wavefunction could be represented by
a single Slater determinant. That is usually not the case.

To catch what is missing, we introduce the pair density, proportionaﬂ to the probability
amplitudeﬂ of finding one electron in r and another in r':

ny(r,r'):=N(N - l)fdsrg...dSrN‘P*(r, r'rs,..rn)¥Y@,r,rs,..ry). (2.11)

Were ¥ a factorized wavefunctioxﬂ this quantity would reduce to n(r)n(r’): the probability
of finding an electron in r and another in r’ would be given by the probability of finding an
electron in r times the probability of finding another electron in r’: two uncorrelated events.

But this is clearly not the case, for the probability of finding an electron in r’ is conditioned
by the presence of another electron in r, since the two are interacting: the Pauli principle,
on the one hand, struggles to keep spin-like electrons further apart (exchange effects), and
the Coulomb interaction, on the other, does the same job for whatsoever electrons (strictly
correlated contribution). Pictorially, the electron in r digs a probability hole ny.(r,r') around
itself, preventing the electron in r’ from further approaching:

na(r, ') = nr)n(r'lr) = n(r)n(r) + n(r) n(r, r'), (2.12)

where we have split the conditioned probability n(r’|r) in its uncorrelated part n(r’) plus the
exchange—correlation hole ny.(r, r'). It is only by adding the exchange-correlation term that the
full interaction energy can be exactly expressed as:

!/ !/
W3 Y = [ @@ D g [ @ at BERERD o)

“The pair density 12 (r, r’) is normalized to the number of electron pairs N(N —1).
8 The corresponding operator, of which eq. Z.11) is the expectation value on the antisymmetrized state |¥), is:

Ap(r,r’) =Y 8(r—#)6r' - ) = A aw) -8 —rHa(r)
i#]

9In the Hartree sense, see appendix and neglecting the self-interaction correction term.
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where the last term is the exchange—correlation energy Ex. that, due to the particular form of
the Coulomb interaction, can be written as:

1 :
Fy= Efd?'r n(r)fdguw. 2.14)
u

Thatis all, we are done. Ej is expressed as an exact functional of just twmatrices, y(s) (r,r")
(s)

and n,’ (r,r'), both obtained by integrating the information of the wavefunction ¥:
. G 11y (r, 1)
Es= (V| H|¥,) = f d*ra’r’ {6(r, r') (—?’) + v ) | YO, ) + EIZ—’I . (2.15)
r—r

This equation represents an exact reformulation of the Schrédinger equation (2.4), as far as the
total energy is concerned.

The breakthrough with respect to eq. is noteworthy: the total energy is no more a
functional of the huge wavefunction, but of just two hermitian matrices 1) whose size does not
depend on the number N of electrons, making this procedure extremely appealing for studying
extended systems, and 2) that are in principle observables, hence directly linked with experi-

mentsEl

2.4 Reformulations of the problem: functionals

The observables introduced above are extremely useful to express in a concise way the total
energy of a system, eq. (2.15). Moreover, they are light and clear objects one would rather
handle over the wavefunction.

It turns out that some of these observables carry an important, fundamental reformulation
of quantum mechanics, eq. (2.4). To see that, we will focus on the ground state.

2.4.1 The Rayleigh-Ritz principle

The ground state W stands out from the other states as it is associated to the lowest possible
value of energy Ey. With such an extremum property, the task of solving the eigenvalue problem
of eq. can be exactly recast, for s = 0 only, into the equivalent search for the minimum ¥
of the functional Ey [®] := [ ®* H® (where the integral is over all the degrees of freedom of ®),
with ® N-electrons trial wavefunctions (normalized and antisymmetric):

ool
6(1) (rlyu') rN) o=Y,

|

Eg =min Ey [©] =0. (2.16)
In practice, one considers trial wavefunctions ® depending on some adjustable parameters
{ai};, and determines the latter by searching for the minimum energy, eq. (2.16). This is the key
principle of methods such as configuration interaction or variational Monte Carlo.

10ynfortunately, y cannot be derived in a simple way from 7, or viceversa: only the diagonal of v, namely the
usual density n, is n(r) = y(r,r) = ﬁ fd3 r'no(r,r'); on the other hand, both can be derived from the fwo-
particles density matrix T® (ry,ra;r},ry) == NIN=1) [d@3r3..d®ryW* (r],15,73,... FN) P (r1, 72,73, ..., ) [49);
then na(r,r") =T@ (r,r';r,r') and yr, )= ﬁ [d3 raT@ (r,72; 7', r2). Therefore, one can write the total energy
as a functional of T® (r,ro2; 7', 1r2) alone, even if it is not yet clear which are the sufficient conditions ' has to ful-
fill to represent a true physical state, namely to correspond to an antisymmetric wavefunction (N-representability
problem for F(Z)).

Un particular, directly linked with experiments [50] is the pair correlation function g(r,r’), that describes the

departure from an uncorrelated pair density through the relation ny (r, ') = n(r)g(r, ') n(r'); as a consequence, g
N (r,1")

is related to the exchange—correlation hole via the equation g(r,r’) =1 + e
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2.4.2 Hohenberg-Kohn Density Functional Theory (DFT)

What does the minimum principle (2.16) say in case the total energy is given by eq. (2.15)?
Let us start by rearranging the latter in the following form, for s = 0:

Eo—{fd3rllm (——)y(r r'+= fd3 dar /121, r)}+fd3rn(r)ve’“(r):

|r—r'|

=T [y] + Vee [12] +fd3rn(r) v (),

where, from now on, y and n; are ground state s = 0 matrices. The external potential enters
explicitly in Ey only through the coupling with the density, and we can wonder whether or not
two different external potentials, v{*'(r) and v$*(r), differing by more than a constant, can
yield the same density n(r). Let us say so and see what happens.

The potential v$*'(r) determines the Hamlltonlan AW, whose ground stat' is ¥, from
which we can build the matrices YV (r, r') and n2 M (r,r"). The same construction holds for the
potential ve’“(r), which yield the matrices y 2(r,r") and nf)(r, r'), different from the previ-
ous ones since ‘I’(()D # e’g‘{’éz), by the hypothesis that the two potentials differ by more than
a constant. Only the diagonal of the y matrices, namely the density, is the same for the two
potentials: y(l)(r, r)= y(z)(r, r)=n(r).

Let us first consider the system H"; by the minimum principle applied to a generic
wavefunction @ # eie\P(()D, we have E(()l) = E(()D [\P(()U] < E(()D [®@]. Take @ = \F(Z); we have:

EN <EP 21 = Ty + Vee[nP] + f drar) v (r) =

_E(2)+fd3rn(r)[vext(r) ext(r)]

By repeating the same procedure for the system H® and summing the resulting inequality to
the one just above, one obtains the absurd conclusion that E(()D + E(()z) < E(()z) + E(()D.

The simplicity of this reasoning should not diminish the relevance of the result, that goes
under the name of first Hohenberg—Kohn theorem [52]: “ v is (to within a constant) a unique
functional of n(r)”. Therefore, since the external potential fixes the Hamiltonian H of eq.
and this determines all the spectrum, incredible as it may seem, anything is a functional of
n(r), from the ground state wavefunction ¥y = Wy[n] to any excited state ¥; = ¥¢[n] to any of
the observables introduced above.

From being huge functionals of the wavefunction ¥, & = O[V¥], everything becomes a func-
tional of the density: 0 = O[V] = O[¥Y[n]] = O[n], hence the name Density Functional Theory
(DFT) for this approach. Clearly, there is also a downside: while functionals of ¥ are generally
explicit, see eq. or (2.8), explicit functionals of density are most often unknown. All the
difficulty of solving the many-body problem translates in the search for explicit expressions of
the functionals. We will come back to this issue in the rest of the work.

As a particular case, the ground state total energy Ey = Ey[n] is a functional of n, too, and
we can introduce a universal functional F[n] := T [y[n]] + Vee [n2[n]], independent of v(r),
through which Eg[n] = F[n] + [ d3rn(r)v®™(r). The actual ground state density is the one that
minimizes the energy functional Ey[71] (second Hohenberg—Kohn theorem), with 71 correspond-

12We assume that both ‘P(()D and ‘PB‘Z) are non—degenerate ground states. In the degenerate situation, the conclu-
sions still hold, as can be seen, e.g., by the Levy and Lieb constrained-search method [51].
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ing to an antisymmetric N-electrons wavefunction}

0Ey[n]
67(r)

_ OF[A

ext _
T P (r)[nl=0, 2.17)

n=n

E() = min E() [72] A
n—N

which is exactly on the same footing of eq. (2.16), but requires a minimization with respect to
a function of three (1) instead of 3N (®) variables! Still, “the major part of the complexities of
the many-electron problems are associated with the determination of the universal functional
F(n]” [52].

2.4.3 One-body Reduced Density Matrix Functional Theory (RDMFT)

A clever strategy to bypass our ignorance of the functional F[n] is choosing the density
matrix as the fundamental quantity, working with a Reduced Density Matrix Functional The-
ory (RDMFT). The density matrix has indeed an additional degree of freedom (non-locality),
through which more explicit information could be displayed.

Gilbert [53] has shown that there is a one-to—one correspondence between the ground state
wavefunction and the ground-state density matrix. Moreover, we can extend the correspon-
dence also to the local external potential v®'(r) that enters the Hamiltonian (2.3).

The reason for using y(r, r’), which is a non-local object, instead of the local density n(r),
is simple: of the functional F[n] introduced above, DFT knows exactly only the Hartree con-
tribution Ey, eq. (2.7). Of the corresponding functional F [yl := Tyl + Vee [nz [7/]] that can be
analogously introduced here, RDMFT knows, at the exact level, the Hartree term, the exchange
contribution Ex, eq. (2.9), and the kinetic contribution T, eq. (2.10), the three most often largest
contributions to the total energy, see fig. Only the purely correlation term E.[y] is left be-
hind, begging for an approximation:

Fly]l = Tlyl+ Euly] + Exlyl + Ec[yl.

Standard approximations to E.[y] are, e.g., the Miiller-type functionals [54].

Both RDMFT [55} 56] and HK-DFT offer an appealing procedure to evaluate the diago-
nal of the spectral function, which is in principle an exact functional of density: A(r,r,w) =
A(r,r,w)[n]. Building in practice this functional is a different matter: it is “notoriously diffi-
cult” [57] to express a frequency—-dependent quantity from a static one, and we would really
have a hard time in trying to directly do it. On the other hand, by adding to the density (or
to the density matrix) additional degrees of freedom, expressing A (r,w) as a functional will be
almost trivial, as it is shown in the next section.

2.5 Green’s function (GF)

A fundamental quantity for this thesis, strongly related to the physics of photoemission ex-
periments, is the time-ordered one-particle Green’s function G(rt,r't’) [3, [4, 58], defined (at
zero temperature) as the probability amplitude to detect an additional electron in (r, t) if it has
been added to the N-electrons ground state |Wy) in (1, t') (or viceversa for a hole — PES):

iGre,r't) = (Yol Ty, 0t (', t) V), (2.18)

13This is the N-representability problem for the density, which is solved by any reasonable non-negative function
that integrates to N.
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reduced  associated Energy functional
quantity theory known part unknown part
n(r) DFT Ey(n] Fln] =T [y[n]] + Vee [n2[nl]
y(r,r") RDMFT Tyl + Eulyl + Ex[y] E.[y]
G(r, 1, w) GF Ey[G] o)

Table 2.1: Energy functionals.

where 1/ and ¢ are Heisenberg field operators that destroy and create particle and 9 is the
time—ordering operator, that sets the operators to its right in chronological order, with a minus
sign for each swap of operators.

The Green’s function is a worth-studying quantity per se, as the expectation value of any
one-particle operator GV = [ d®rd®r'y/f (r)o(r, ¥)i(r') is an explicit functional of the Green’s
function: (GW)y = —i [d®rd®r o(r,r)G(r't,rt*), with t+ = t + 1, n — 0. Two important exam-
ples are the density and the density matrix, that can be expressed through the Green’s function
as:

n(r)=-iG@rt,rt")

(2.19)
yr, r'=-iG@rt,r't").

From the last of these relations, one can think to the Green’s function as a dynamical general-
ization of the density matrix. This additional degree of freedom — time — contains the dynamics
of the system set by the Hamiltonian, and allows one to express also the expectation value of
H - a two-particles operator — as an exact functional of G only, an unexpected result known as
Galitskii-Migdal theorem [59]:

i 0
EO:——fd3r lim lim [i—+h0(r) G(rt,r't), (2.20)
2 r—rt'—tt| Ot
with hg(r) = —%2 + v®™!(r) the one-particle Hamiltonian. With such an equation, the journey

that led us through different observables is now complete, as the whole total energy is an ex-
plicit functional of G: knowing the latter, the former would be at hand, too, with no additional
effort. On the contrary, even if one knew the exact n or y, one would still need the functional F
or F to get the total energy.

This is an example of a general truth about functionals: the simpler the function, the more
hidden the information; viceversa, the more degrees of freedom a function exhibits, the more
explicit is usually the functional, see table A clear example is the transition from DFT to
RDMFT, and from that to Green’s function theory, as we did above: the fundamental function
that we use for the description of the system picks up additional degrees of freedom (from a lo-
cal density to a non-local density matrix, and then to a dynamical non-local Green’s function).
As a consequence, most or the whole of the ground-state energy functional becomes explicitly
known.

Viceversa, it is easier to express the conditions a quantity has to fulfill to be physical (the
N-representability problem) for smaller quantities than for larger ones. Indeed, while these
conditions are known for the density and the density matrix [49] and, they are still under debate
for the Green'’s function [60].

M Eield operators are in general spin—dependent, i/ (r, t), hence the Green’s function, too, bears two spin-indices:
Ggo'- On the other hand, since H is spin-independent, the resulting Green’s function is diagonal in spin space,
Gyo' = GO 4. This last G is the one used throughout the text; spin shows up in some factors of 2 =} ;,/ 65, that
we omit for clarity.
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2.5.1 Lehmann representation

Besides the interesting relations above, the main reason — for our purposes — of working
with G becomes clear when realizing a particular feature of the many-body Hamiltonian (2.3),
which can be recast into the following N-independent second—quantized form:

A= f dsmpf(r)ho(mp(m% f acrd®r' vyt it ver, rYEE R ), 23n)

where ve(r,r') = 1/|r — r'| is the bare Coulomb interaction. The Hamiltpnian doesAnot depend
on time, hence the time evolution of the field operators is /' (r, 1) = e’/ (r)e~*"* and anal-
ogously for . As a consequence, the Green'’s function (2.18) depends only on the difference

7 =t — t' between its time arguments, as it is explicit from the following representation:
iGlr,r',7) =0 () (Wl e BTG () |Wo) - 0 (-7) (Pol o () e =BT () W) 2.21)

We take advantage of this time translation symmetry by expressing the Green’s function in the
frequency domain. We get rid of the Hamiltonian operators by inserting two complete sets{r_gl
of energy eigenstates (e NEDy with A VEDy = EIVED (@ VEDy hetween the field operators.
For a discrete system, the resulting expression is the Lehmann representation [61] of the Green’s
function:

Py
Gr,rw=Y Lnfew) (2.22)
v w—¢s+insign(es— p)
with the Lehmann amplitudes, that form a complete but not orthogonal set, defined as:
N 1wy ifes<p
fs(r) = (N), = (N+D\ (2.23)
(Pl lom Y ) ifes>p,
and the electron removal and addition energies as:
EM _END i< oo
£s= .
T ENTY_EN e sy,

as measured in IPES and PES, see section In particular, the highest removal energy &y
is minus the ionization potential: ¢, = —IP := E(()N ) E(()N ~D while the lowest addition energy
£c is minus the electron affinity: €. = —EA := E(()N ) _ E(()N) (v and c stand for valence and
conduction bands). In a non-metal, no poles are present between ¢, and €, so that a gap in
the energy spectrum (the photoemission gap) can be defined as:

Eg:=¢ec—&y=(-EA) — (-IP) = EN*V + BNV —2E(V. (2.25)

In such a case, the chemical potential u lies somewhere inside the gap, and the system is an
insulator. On the contrary, if the gap is zero, namely if —IP = —EA, then the system is metallic
and p = —IP = —EA coincides with the Fermi energy.

15The identity we consider is complete in Fock space & (), with all possible numbers N of particles: i Fo) =

Y=o i o), Where Jt’](v_ ) is the Hilbert space of N electrons; of all these identities, only the ones relative to the
N

(N +1) and (N - 1) Hilbert space do survive, ﬂjfz(v_) =) I‘PgNiD) (‘I’gNil) |, respectively for T > 0 and 7 < 0, which

+1
are the ones considered above.

16By using these concepts, the removal and addition energy can be re—expressed in terms of the purely excitations
(N£1)

energies € of the (IV £ 1)-particle system:
o BTNV BN = - <Py i essp
s=
(ENTD - VD)4 (BN~ EV) = —EA+eVTV 2 —EAz p if eg2 p
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2.5.2 Analytic properties of the Green’s function: the spectral function

The representation is of “limited value in actual calculations” [62], as it requires the
exact solutions {EéN ); I\I’(SN ))} s of the many-body Schrédinger equation for deriving both
the Lehmann amplitudes and the addition and removal energies. On the other hand, itis an ex-
tremely useful expression for investigating the analytical properties of the Green’s function: in-
deed, without specifying any particular form for the Hamiltonian, the space and the frequency
dependence of G are exactly decoupled, and frequency enters only the denominator of the
Lehmann representation. Furthermore, the singularities of G - isolated simple poles — are pre-
cisely the additional and removal energies €, with a tiny imaginary part just above or below the
real axis. In the thermodynamic limit, these poles merge into a branch cut on certain regions of
the real axis; in such a case it becomes useful to analytically continue the physical G(w) in the
complex plane z = w + i (for £ = Im[z] # 0) via the following relations [63]:

Gr,r,w) = llrgl G(r,r,0+insign(o-p)), Gr,r', 2) ::Zw,
n— s —Cs

(2.26)

from which eq. (2.22) is immediately recovered. G describes an analytic function of z for
Im[z] # 0, with a branch cut in correspondence of the real axis Im[z] = 0. The discontinuity
of G through the real axis [64] is called spectral function A(r,r',w):

1
/ L . _
Alr,r,w) = _Zninlg{)l+[G r,r,o-in)-G(r,r w+zn)] 2.27)
=) fi(NfFasw-ey), (2.28)

where we applied the Sokhotski-Plemel;j relation lim;)_.o+ x+—ln =yl L T ind(x) to G. From

this expression and the anticommutation relation [/ (r), WT )y =060r- r’ ), one can show that
the spectral function is normalized to one, [*> dwA(r,r',w) = ¥ fs(r) f{ (') = 6(r — r'). From
eq. (2.28), the physical Green’s function of eq. can be recast into the following spectral
representation:

A(r,r', 0"

G(r,r',w) = f do' — ) (2.29)
w— '+ insign (o’ - y)

Furthermore, whenever the product f(r) f;" (r') is real (which is most of the times the case, e.g.,
when it is symmetric under the interchange r — r’ [63]), also the spectral function is real and it
exhibits a straightforward connection with the physical Green’s function:

1
Alr, 1, w) = - sign (0 — 1) ImG(r, r', w). (2.30)

In such a situation, once the imaginary part of the Green’s function — the spectral function - is
at hand, its real part can be directly evaluated from it by an Hilbert transform:

1 ImG(r,r’,0)sign (0w —
PV fd’ ( )sign| “), (2.31)

A
ReG(r,r',w) = 9’7[&1 ’M——— :
w-w

which shows that the Green’s function is not an analytic function [3] (for the presence of the sign
operator at the very right, this differs from an usual Kramers—Kronig causal relation). Nonethe-
less, eq. and more generally eq. show that all the information of the Green’s func-
tion is actually contained in the spectral function only (and in the position of the chemical
potential u, which the spectral function does not know). In particular, the density, the density
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matrix (2.19) and the total energy (2.20) are exact functionals of the spectral function:

u
n(r) :f dwA(r,r,w) (2.32)
y(r,r N —f dwA(r,r',w) (2.33)
fdsr lim dw[w+ ho(r)) A(r, ', ) (2.39)
r'—rJ-—

Finally, swapping from real space to a discrete single-particle basis {|I)}; via the relation
¥ (r) =X ¢(r)é;, with ¢, (r) = (r|l), the spectral function (2:28) can be expressed as A(r,r’,w) =
Y1 $1(r) Ay (w) ¢y, ('), with:

Ao {zs @Dy g N s ey) ite=EY BN Vs
w(w) = R A . .
Yo P16 1PNy (@Y el ey S(w—eg) if 6= BNV - BN =,

exactly the fundamental quantity that we introduced in eq. and to interpret pho-
toemission and inverse photomission experiments. In the previous chapter we focused on the
experimental meaning of the spectral function, directly related to the probability of detecting
photoelectrons with a particular energy. Here, on the other hand, we have shown the connec-
tion of the spectral function with the propagation of electrons and holes inside the material,
described by the Green’s function.

2.5.3 Standard route to the spectral function: the self energy

The standard way for evaluating the spectral function is through its definition in terms of
the Green’s function, eq. (2.30). Thus much time has been spent for calculating G, eq. [2.18).
Most of the works rely on the equation of motion for G, which can be derived from the time-
dependence of the field operators 1/ and 9" [4] and reads:

(i% - ho(r)) Gret,r'th+ if ABFvcr-=FGyre, Fttr't  FttH) =6(r—r"6(t-1), (2.36)
where G is the tfwo-particle Green’s function — describing the coupled propagation of fwo par-
ticles (electrons or holes) — defined as i%G,(1,2;1',2") = (Yol )P )T 2N (1) |¥o), with
1 a shorthand for (r;, ;) and so on. The two-particle Green’s function shows up as a con-
sequence of the two-body Coulomb interaction; were it possible to turn off v¢, Gy would
be the solution of the simpler equation ( i5;— ho(r)) Go(rt,r'ty = 6(r — r")6(t — t'), namely

Gyl(rt,r't) =6(r—r(t—1) (z ho(r))

G, is as important for neutral excitation experiments (optical absorption, electron energy
loss, ...) as G is for photoemission: from it one can derive the 4-points polarizability L(1,2;1’,2"),
and hence the response function yx(1,2), the dielectric constant €5, and so on in a straightfor-
ward way [65]. However, one can avoid the detour in the two—particles realm if the interest
is just in one—particle properties. Indeed, the previous equation can be exactly recast in the

formlL't
11,19 =G51(1,1’)+ifdzdz’uc(l,2)G2(1,2+;2’,2++)G‘1(2’,1’).

If G only is needed, one does not have to evaluate the full G»(1,1';2,2'), but just its reduced ver-
sion integrated with v¢c and G~!, corresponding to the rightmost term of the previous relation.

o(h—1tp)

17We define the instantaneous Coulomb interaction as v¢c(1,2) := (] — B) v (r1,r2) = e
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This suggests the introduction of a far simpler object than G,, depending on just two (and not
four) space-time arguments, called the selfenergy Z(rt,r't’):

ix(1,1) ;:fdzdz’ucu,2)G2(1,2+;2’,2++)G‘1(2’,1’). (2.37)

The self energy contains less information than G, but all that is needed for obtaining G. In this
sense, it is a kind of generalized effective potential, a notion that will become more clear and
more relevant in the following. By plugging the self energy in the equation of motion in
frequency space, the latter becomes:

f &F|ws(r =) - (6= PDho(r) + 2(r, 7,0 |GF 1, 0) = 6(r = 1), (2.38)

which has the same structure as the equation of motion for Gy, but with the self energy that
acts as an additional non-local, complex and dynamical effective potential on top of the one-
particle Hamiltonian hg: this process generates an effective non-hermitian and frequency-
dependent Hamiltonian Heg(r, ', w) = ho(r) + Z(r, r’,w) that, as far as the one—particle Green’s
function is concerned, contains the same amount of information as the many-body one, eq.

(2.3).

Quasiparticles and satellites By continuing this Hamiltonian in the complex z plane, its left
and right eigenfunctions (D(AL) (r,z) and CDElR) (r, z), orthonormal in the sense that (@;L) (2) IQEL}?) (2))
6,1, correspond to the same complex eigenvalue € (z), and the solution to eq. can be
formally written as:

(2.39)

Gor Z@f)(r,z)@;”*(r',z)
r,r,z)=
1 z—€,(2)

as can be proved by plugging this ansatz in eq. and by using the completeness relation
Y20, 20" (', 2) =6(r 1),

This is another exact representation of the Green’s function, alternative to the Lehmann
one: while to obtain the latter one needs to solve the many-body Hamiltonian for three dif-
ferent numbers of particles, here only a diagonalization of the effective Hamiltonian Heg(w) is
needed. In particular, an essential role is played by regions of the complex plane in which the
denominator z—¢ (z) approaches zero: if €, is (one of) the complex solution(s) to the equation
z2—€3(2)|z=¢, =0, one can evaluate the Hamiltonian Hes in a neighborhood of €, obtaining an
effective single-particle static Schrédinger equation:

ho(r @ (r,e1) + f Arz(r, F,e0)® 0 (F,62) = €200 (r,£2), (2.40)

which describes collective excitations (D(AR) (r,e,): manyreal Lehmann poles ¢, (particles) merge
their amplitudes f; f;" together to form coherent structures that can alternatively be described
by the single pole €, in the complex plane. Note that, in general, the excitation ¢, is a real
particle €, when its imaginary part is zero, hence when the self energy is real, which is the
case for independent particle propagation. As soon as particles interact in the thermodynamic
limit, many transitions among almost—degenerate energy levels are allowed and the energy of
the particle ¢; is spread into neighbouring energy levels. This is clear when considering the
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spectral function, eq. (2.27), with G in the representation (2.39)'%|:

!/ . ]‘ . ~ !/ . ~ ! .
A(r, 1, w) := %UIL%[G(r,r ,w—in)-G(r,r ,w+m)]

1 R (L .
= ;;qﬁ 'r,w—im@* (r,w - in)Im . (2.41)

w—¢&)(w)

Assuming a prominent solution ¢, of the equation €) — €, (¢;) = 0, this is called quasiparticle
whenever it can be connected — via a hypothetical switching—on of the Coulomb interaction
between particles — to a single particle excitation (a delta—peak) in an independent—particle
picture. One can Taylor—-expand the equation €, — £, (¢3) = 0 around the quasiparticle €, z —

e1(2) = (z—€)) (1 - Sla

following contribution:

), and obtain as a prominent feature in the spectral function the
=€)

1
EImEA

Agp(r,r,w) =@ (r,e @ (r',62) 23 (2.42)

(w—Reey)?+(Imey)?
Apart from the space-dependent prefactors, this term represents a Lorentzian peak, rescaled
by the renormalization factor Z) = (1 — 0Ree)(2)/0z|,-, A)‘1 [22]. Tt is centered on the energy
Reg,, and it has a broadening Ime¢,, interpreted as the inverse of the lifetime of the collective
excitation. Were the eigenvalue ¢, real and static, we would be back to a delta—peak contribu-
tion with infinite lifetime.

If other local minima, or zeros, of z— €, (z) are present, which can be the case only if the
self energy does depend on z, other coherent excitations will show up in the spectrum, with
usually a smaller weight. They are called satellites, and they are a fingerprint of non-negligible
correlation (in the sense of everything beyond Hartree-Fock) in the system.

As far as the quasiparticle dominates on the satellites, the many-body system can be re-
garded as a Fermi liquid. It is still a many-body system, in which particles are replaced by
quasiparticles (which can be thought of as dressed particles) that weakly interact among them-
selves. The emergent behaviour is therefore very close to that of a Fermi gas of non-interacting
particles with renormalized mass, in agreement with the phenomenology of most metals.

In the opposite situation, it becomes meaningless to identify a single prominent quasipar-
ticle, as many satellites have considerable weight. These systems are known as strongly corre-
lated, and they cannot be described as an almost free Fermi gas.

2.5.4 Dyson and Hedin equations

To build the quasiparticle Hamiltonian Heg(w), an expression for the self energy is needed.
From its definition in terms of Gy, eq. (2.37), one can extract the lower order terms of X —
in a hypothetic e? expansion — by considering the independent—particle contributions to Go,
namely its disconnected (in the sense of factorized) components:

Gy%(1,2;,1,2) = G(1,1)G(2,2) - G(1,2)G(2, 1.

The resulting self energy expressionis Z(r, r’,w) = § (r —r') vy (r)+ Z(r, r'), both real and static,
with the local Hartree potential vy (r) and the Fock self energy 2 (r, r’) defined by:

vu(r) = f d3f|r%r;| (2.43)
Se(r,r') = —Tr(r_ :,T (2.44)

18\ye use the properties @;R) (r,2) = CDgLL) (r,z"), e)(z*) = 3:{(2) that descend from the eigenvalue problem of the

non-hermitian Hegt, and the symmetry of Q;R) (r, z)@flL) *(r', z) under the interchange r — r’ (hence its reality for z
real).
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which are closely linked to the energy contributions and (2.9). It is common to isolate the
Hartree Hamiltonian Ay (r) := ho(r)+ vy (r) as the purelylocal contribution to Hegr, and redefine
the self energy as its exchange-correlation part £ — X — vy (r)6(r — '), so that Hegs = hyy + . To
obtain this last term, Lars Hedin [66] proposed a closed set of equations, the Hedin equations,
that involve, besides G and Z, a polarization I1(1,2), a screened interaction W (1,2) and a vertex
functionT'(1,2;3). They read:

2(1,2) = iG1,DId,2;2) W2, 1)
W(1,2) = ve(1,2) + ve, DI, 2) W2, 2)

(1,2) = —ir'(d,2;1)GE,1)GE,2) (2.45)
52(1,2)
5G3,4)’

ra,2;3)=601,3)6(2,3)+I'(1,2;3)G3,1)G(2,4)

where barred indices are integrated over. These equations are formally closed by the equation
of motion for G (2.38), that can be recast in the inspiring form:

G(1,2) = Go(1,2) + Go(1, D [va D61 -2) + £(1,2)| G(2,2). (2.46)

This equation goes under the name of Dyson equation. By solving the set of these five coupled
equations, one has access to the exact Green’s function G of the system. Unfortunately, such
a solution seems unaccessible at the moment. Nevertheless, one can still truncate the Hedin
equations at some low order in the interaction strength e? and look for an approximated form
of Z: plugging it in the Dyson equation, its effects are automatically spread to higher orders by
the very form of the equation itself, as G = Gy + GoZGp + GoZGoZGyp + ... One can then decide
to take the resulting G and update the expression for the self energy until self consistency (self
consistent calculation). Otherwise, one can stop at the first iteration, in which case the calcula-
tion is said to be one shot. In both cases, the spectral function A is finally obtained from G via
equation (2.30), and can be analyzed as a sum of quasiparticles and satellites.

Approximative solutions to the Hedin equations Both the Hartree and the Hartree-Fock ap-
proaches can be considered as approximations to the exchange—correlation self energy. The
former neglects it completely, while the latter — the Fock term — is:

.(1,2) = ivc(2,17)G(1,2), (2.47)

which is nothing but eq. (2.44). Due to cancellation between exchange and correlation contri-
butions [67], even the simple Hartree approximation is sometimes meaningful. The non-local
Hartree-Fock self energy, which exactly treats the self-interaction problem, gives pretty good
results for atoms, but also a zero density of states at the Fermi level for metals, and it generally
overestimates the gap in semiconductors.

The state—of-the-art approximation for X is the GW one [66} 67, 5], where the vertex func-
tion I is set to its trivial delta contribution in both X and II. The resulting self energy has the
same structure as the Fock term (2.47), but with the screened dynamical interaction W in place
of the bare Coulomb one v¢, namely:

Tow(l,2) =iG(1,2)W(2,1h). (2.48)

The static w = 0 contribution to the GW self energy can be further decomposed into a screened-
exchange (SEX) term plus a Coulomb-hole (COH) one, both Hermitian. The first is responsible
for the static screening of the exchange interaction in the Fock term, while the second digs a
correlation hole around each particle. Together, they form the COHSEX approximation, which
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is simpler than GW because it is static, but calculations are still time-consuming due to its
non-local nature.

The GW (or the simpler COHSEX) expression highlights some fundamental physical aspects
of the propagation of a particle (electron or hole) in a medium. Indeed, as already mentioned,
an exchange—correlation hole surrounds the propagating electron, creating shells of consecu-
tive depletion and accumulation of charge (Friedel oscillations [68}[69]): the medium polarizes
due to a non-zero polarization Ilgw(1,2) = —iG(1,2)G(1,2), which in turns generates a non-
trivial dielectric function € := 1—-v¢II. As a consequence, the Coulomb interaction of the propa-
gating electron with all the other electrons is screened by the charge shells around it, W = e v;
as it follows the particle which is moving, screening is dynamical in nature, hence the frequency
dependence of W.

In this picture, the propagating electron together with its surrounding cloud of screening
particles is detected as the quasiparticle of the system, while the charge density oscillations
characteristic of the screening process will be interpreted as the satellites of the system, called
plasmons. There is a non-trivial interplay between the two, as the polarized medium affects
the propagation of the quasiparticle, which in turns alters the properties of the surrounding
system: that is why G is a functional of X and viceversa.

Indeed, the set of Hedin equations should be solved self-consistently; on the other hand, it
has been pointed out that lack of self-consistency in the GW approximation often balances the
neglect of higher order corrections to the GW itself (vertex corrections, for instance) [67, [65].
That is why, to a large extent, one-shot or at least partially self-consistent calculations are still
widely performed.

2.6 The Hubbard model

As already mentioned, the quasiparticle picture we have just presented is not universally
valid. Indeed, whenever particle-like excitations are not robust enough to confront the adia-
batic switching—on of the interaction, a one—particle picture ceases to be meaningful and the
Fermi liquid theory breaks down.

In this regime, new phenomena appear, among which the well-known Motz transition [70,
71]: a strong electron—electron interaction reduces the itinerant nature of electrons, that there-
fore tend to localize; the system undergoes a metal-insulator transition which cannot be caught
by standard Fermi liquid methods. This is the case when electrons are sufficiently far apart
that their wavefunctions lightly overlap, and they are thus restrained from hopping between
different locations: hence the resulting insulating character. At the same time, the Coulomb
repulsion between electrons is enhanced by the long time spent in the localized state, hence
the characterization of these electrons as strongly correlated.

These situations occur for many transition metal oxides, in which two electrons with op-
posite spin occupy the same narrow energy band (a half-filled d- of f-band) [72]. Describ-
ing these systems from a theoretical point of view is challenging, as independent—particle ap-
proaches (like Hartree-Fock) break down, and correlation between electrons, which is often
treated as a small perturbation, is of primary importance. Moreover, methods based on Bloch’s
theorem highlight most often the wave-like nature of electrons, while in these systems the com-
petition with real space localization is fundamental.

A promising strategy to face these problems is to employ simplified models, which highlight
the physics of strong correlation. The most famous, and most studied, of such models is by far
the Hubbard model, which catches from its very form the opposite tendency between itinerant
(metals) and localized electrons (insulators).
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The model The single-band Hubbard model [73}[74}[75] can be defined on a lattice as:

H=—t Z éjaéjo“'zsiﬁi"'UZﬁiTﬁilr (2.49)
(ij).0 i i

with i, j lattice sites, (i, j) nearest neighbours, ¢,U > 0 hopping parameter and interaction

strength, and ¢; the on-site energies. The operators é:.ra and ¢;, are fermionic creation and

annihilation operators that act on the lattice site i with a certain spin o, 75 = éjoé,-g is the

spin-resolved density operator and finally 72; = }_; f1;5 is the usual density operator for the site

i; in the half-filling solution, (#1;) = 1: on average, there is one electron per site.

As for the interpretation of the lattice, one can refer to the original derivation of the model
[75] from the many-body Hamiltonian (2.3f), in which case i is a band index (see appendix.
On the other hand, one can also view eq. as a model by itself, in which the continuous
space variable r has been discretized into discrete lattice sites i; this is the interpretation we
will stick to for the following discussion: local quantities in space will depend on a singe lattice
site i, bi-local quantities on two sites i and j and so on...

The Hamiltonian represents electrons that, by jumping from one site to the other, gain
the amount of energy ¢. If a site i happens to be doubled occupied, U is the energy cost that
has to be paid: it represents the Coulomb interaction between electrons on the same site, and
it is the only interaction between electrons that is considered by the model (all the non-local
terms are neglected [76]).

Note that the kinetic term in eq. is diagonal in reciprocal space, where it can be ex-
pressed as ) j s(l’cé;;g Cko» While the interaction term is diagonal in real space. This is a result of
the competition between itinerant and localized electrons that this model catches since its very
form. It is also the reason why this model is so difficult to solve.

For large t, electrons tend to delocalize to lower their kinetic energy, no matter if they hap-
pen to occupy the same site twice. Eventually, when ¢ is so large that U can be neglected, the
Hubbard Hamiltonian becomes equivalent to a tight-binding Hamiltonian, and the resulting
spectrum is the standard single—particle one, e.g., for a one-dimensional chain, 52 = —-2tcosk:
free electrons travelling from one site to the other, a metallic behaviour (at half filling, the
chemical potential u = 0 lies inside the band).

On the contrary, in the limit of large U, double occupancy of the same site becomes unfa-
vorable, and electrons prefer localizing on each lattice site. If U is much larger than ¢, electrons
crystallize on their sites, with an additional excitation energy U if two electrons happen to be
on the same site: in this limit, the system is a collection of independent two-levels sites.

The interesting physics — the Mott transition for example - is in between these two limits,
where an analytic solution is missing. Although its apparent simplicity, indeed, the model is —
so far [77] — analytically solvable only in one dimension (the celebrated Bethe ansatz solution
[78]), and in infinite dimensions, where an exact application of DMFT (see pag. solves
numerically the model. Similarly to this last situation, also for the Bethe lattice with infinite
coordination number the solution is at hand (it is the DMFT exact solution). We will consider
explicitly this lattice in section[4.1]

The Green’s function The Green’s function for the Hubbard Hamiltonian (2.49) can be defined
in the usual way, eq. (2.18), with the field operators in real space replaced by the corresponding
ones in site space, éj o and ¢;s. At zero temperature, it reads:

iGijo(t, 1) = (W0l T Cig (€], (1) [Wo). (2.50)

It is diagonal in spin, non-local in the sites and it depends only on the time difference ¢ — ¢/,
hence it can equivalently be expressed in frequency domain as G;j,; (w).
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As the non-interacting Hamiltonian is diagonal in reciprocal space, A° = ¥ £%¢] ¢y, the
non-interacting limit of the Green’s function G?j , () reads:

1
w- E(l)c + insign(w — W) ’

Gp(w) = (2.51)

with s‘,)c =-2 tZ?:l cos k; for a three dimensional cubic lattice. Also the fully interacting Green’s
function is diagonal in reciprocal space, as the Hubbard Hamiltonian is translationally invari-
ant. Therefore we can introduce the self energy via the Dyson equation G,:l (w) = G%‘l(w) -
21 (w), so that the Green’s function reads:

1

G =
k(@) w —5%— 2k (w)

(2.52)

I have presented a framework in which the many-body problem can be dealt with.
In particular, for the description of photoemission and inverse photoemission exper-
iments, the Green’s function approach seems particularly suited, as it describes the
many-body processes a system undergoes when an additional particle (hole or elec-
tron) is added to it. In this theory, a fundamental role is played by the self energy, which
can be considered as a dynamical, non—local and non-hermitian effective potential felt
(and generated) by the elementary excitations of the system, quasiparticles and satel-
lites. However, the scope of this thesis is not to consider better approximations to the
self energy, but to avoid it. This is the content of the next chapter.
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Part 1l

Auxiliary systems

Ils ne cherchent rien, ils sont bien installés
au cceur de la norme et ne questionnent jamais
la légitimité de ce qui est légalE]

MIGUEL BENASAYAG, Résister dans une époque obscure

I tell you: one must still have chaos in one,
to give birth to a dancing star.
I tell you: ye have still chaos in you.

[...]

And even if one have all the virtues,
there is still one thing needful:
to send the virtues themselves to sleep
at the right time.

FRIEDRICH NIETZSCHE, Thus Spake Zarathustra

I They do not search for anything, they are comfortably installed at the heart of the norm, and never question the
legitimacy of what is legal.
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Chapter

Auxiliary systems: an introduction

If one is interested in every single small detail of a quantum system, there is no way out:
he/she must evaluate the wavefunction. Luckily, most of the times we are interested in other
quantities than the wavefunction, which depend on less degrees of freedom and have a direct
physical interpretation. In the previous chapter, I introduced some many-body approaches to
evaluate these quantities, from independent—particle approximations like Hartree or Hartree—
Fock, to reformulations like DFT or RDMFT, to the Green’s function formalism. Within these
approaches, the focus is moved from the wavefunction to a smaller quantity, and approxima-
tions are implemented in order to obtain that quantity.

An alternative path, that I will describe in this chapter, is represented by auxiliary systems.
An auxiliary system is another system described by another set of equations. It exactly targets a
specific quantity of interest p and it yields, in principle, the exact value of that quantity that one
could have alternatively obtained in the real system. Since the auxiliary system is by definition
simpler to solve with respect to the real system, one would rather work there in order to find p.

Actually, the raison d’étre of the auxiliary system is precisely to yield the value of that quan-
tity. There is no guarantee that the value of any other physical quantity, evaluated in the auxil-
iary system, should agree with the one evaluated in the real system. On the contrary, this is not
usually the case: an auxiliary system is an apparatus specifically built for one quantity.

If solving the auxiliary system is usually easy (or easier), finding it (or, depending on the
viewpoint, building it) is the real nightmare. The reason is simple: all the difficulties of the
many-body problem, that were more or less explicit in the real system, are hidden in the quan-
tities that define the auxiliary system: there ain’t no such thing as a free lunch. In particular,
while the Hamiltonian of the real system is exactly known, eq. (2.3), building an Hamiltonian
for the auxiliary system is, in most cases, definitely not straightforward.

Thus, one is usually pushed to build approximated auxiliary systems. So, what is the gain in
the end, if both methods eventually need approximations? The benefits are basically two: on
the one hand, the auxiliary system is a conceptual tool that settles what can be achieved and
what cannot, and the minimal form of the Hamiltonian which is able to yield the former. On
the other, as the auxiliary system is suited to the particular quantity of interest p, it turns out
that approximating the auxiliary system Hamiltonian is a better strategy than approximating
the full many-body Hamiltonian, to finally obtain p.

Auxiliary systems are a very general tool that can be used whenever a quantity that carries
less information than the wavefunction is considered. In particular, we here narrow our focus
to quantities that can be derived from the one-particle Green’s function via a self energy calcu-
lation, and that carry less information than the Green’s function. The latter is what we will refer
to as the real system.
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3.1 Reduced quantities

In the previous chapter, we sketched the standard procedure to get the diagonal of the spec-
tral function. The central quantity is the one—particle Green’s function G(r, r’, w), from which
the expectation value of any one—particle operator can be obtained as a different functional:
the density n(r) and the density matrix y(r,r’), eq. (2.19), the total kinetic energy T [4], the
on-site Green’s function Gj;(w), the current density, the spin density, ..., till the diagonal of the
spectral function A(r, r,w) itself through equation (2.30). Here I list again some of these quan-
tities expressed as functionals of the Green’s function:

n(r) =fd—w_eiwnG(r,l‘,w)
27

do -
Y(r,r’)=/§wiel“’"G(r,r',w)

2

_ dw iwn 1; Vr ) li
=) o€ rlr‘i“r( 2 ) 3.1)
G (w) :fdSrd?’r’q);‘(r)G(r,r’,w)(pl(r’)
1.
A(r,r,0) = —=sign(w - p) ImG(r,r,w)
/4
These formula can be condensed in (and generalized to) the more general expression:
p(iAi}) = 2p, [G], (3.2)

in which p is the observable that depends on some variables {1;}, and 27, , is the linealﬂ func-
tional that, when applied to the Green’s function of the system, returns the quantity p eval-
uated at {A;}. For example, in the case of density, p = n, {A;} = r and 22, = Py, with
P f1:= [ L261975(r — r1)6(r — 12) f(r1,72,0) and Py [G] = n(r).

Two aspects are noteworthy: each of the quantities we displayed depend on a smaller set
of variables than the Green’s function, which is a complex-valued, frequency-dependent, non-
local function: T is just a real number, y(r,r’) depends on two space variables only, A(r,r,w)
is a real function of one space variable and one frequency, and so on. The application of the
functional 22 reduces, in general, the number of degrees of freedom of the Green’s function.

Linked to this observation is the fact that each of the quantities p we presented contains a
reduced amount of explicit information with respect to the full Green’s function. In other words,
some structure has been lost in passing from the Green’s function to one of its functionals, and
reverse engineering, namely going from a quantity p({1;}) back to the full Green’s function
G(r,r’,w), is, in practice, not possible anymore.

These aspects define what we call reduced quantities, properties of the system that can be
expressed as functionals of the Green’s function, but reverse engineering is unfeasible. All the
quantities of eq. are in general reduced quantities, apart from particular situations in
which, e.g., symmetry makes reverse engineering possible (see the next chapter for some of
these examples).

On the contrary, G;y(w), obtained as Gy;(w) in eq. with two different / and ', is not a
reduced quantity, as G(r,r’,w) can be reconstructed from it. The same is true for G, (k, w),
which is the Green’s function in the Bloch basis, or for any other Green’s function in another
basis.

IThe linearity of the functional £ will be important in the following, when G will be expressed via a Dyson
equation; the property we need is 22[11 G1 + 12G2] = L1 2[G1] + 12 2[Go].
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...and how to find them To obtain the Green’s function in standard many-body perturbation
theory, one usually finds a form for the self energy, through an approximate implementation
of the Hedin equations (2.45). Then, plugging the expression for the self energy into the Dyson
equation (2.46), one obtains the Green’s function.

This procedure is computationally demanding, as the self energy is a complex, frequency-
dependent and non-local quantity, that has to be evaluated from scratch for each material.
Moreover, once the self energy is at hand, one should in principle solve the Dyson equation
Gl= G, 1_3; this is a time-consuming procedure, even for simple approximations like Hartree—
Fock, eq. (2.44), basically for the non-local nature of X.

We can regard the cost issue as a technical problem that is becoming less and less relevant
with the progress of technology. Yet, the standard procedure is unsatisfying in principle, for the
same two reasons as above: first, for studying properties of a large number of materials (ma-
terial science), spending so much time in building up the self energy of each single system is
definitely not an efficient procedure. A more attractive scheme would be to isolate some com-
mon (and computationally costly) properties of the self energy and evaluate them just once and
for all, e.g,, in a model system. Then, one could refer to that single calculation each time a new
material is considered, possibly correcting the model system self energy by some properties of
the specific material. This is the content of chapter|[5|

The second reason why this approach is unsatisfying is related to the use of the Green’s
function once it has been evaluated. The Green’s function, as the many-body wavefunction, is
most often just an intermediate object, which cannot directly be compared with experiments.
On the contrary, the final target is usually one of the quantities in eq. (3.1), namely a reduced
quantity p({A;}), with a lower number of degrees of freedom than both the Green’s function or
the self energy.

The fact that the latter are well-studied, well-known objects, for which a perturbation ex-
pansion is at hand, should not obscure the fact that their evaluation constitutes a considerable
double detour with respect to the calculation of p. The whole Green’s function contains un-
needed information for the knowledge of p, which nonetheless are included in the standard
calculation. Also the complex, non-local and frequency—-dependent self energy, employed to
obtain the Green’s function, is clearly too much to get the small p({A;}).

A better strategy would be to directly target p, without passing through the full Green’s func-
tion, and consequently without using the full self energy.

This is what auxiliary systems do.

3.2 How to build auxiliary systems

The possibility of building an auxiliary system rests on the concept of reduced quantity:
the plan must not be to obtain the full information carried by G (in which case the auxiliary
system discussed here would coincide with the real system itself), but just the reduced quantity
p=2[G].

For such a purpose one can introduce another system, the p-auxiliary system, which can be
described by another Green’s function G, (r, r', w) that, however, yields the same quantity p for
all the A;s:

p(Ai}) =23, [Gp] YA . (3.3)

To be redundant and follow the notation in which the subscript , represents quantities of the
p—auxiliary system, eq. would actually be:

o)) = 2, [Gp] B 2,1 1G1 = p(1A).
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Note that the same functional 27, , has been employed in both the real and the auxiliary sys-
tem. One could also design another auxiliary system described by Gp and say that p,({A;}) :=
R |Gp] with pp({A:}) = p({A:}). The functional 2 can be completely different from the func-
tional 22, but they return the same quantity p when applied to Gp and G respectivelyﬂ

Having another system, besides the real one, that yields the same quantity p is not of partic-
ular benefit, unless the auxiliary system is simpler to solve and therefore one could completely
avoid working in the real system. This is exactly the reasoning here, as we make the further
assumption that the role of the self energy is played, in the p-auxiliary system, by a simpler
p—effective potential v, ({u j}), that depends on some variables {u;} (for all practical purposes,
we will see that {u;} = {1;}: the effective potential has the same degrees of freedom of p itself).
Therefore, omitting variables and integrations, we can write the Dyson equation for G, as:

Gp =Gy + Gy l/pGp. (3.4)

Eq. and eq. completely define the p-auxiliary system. If the ansatz we made were
correct, namely if it were possible to obtain the quantity p from the effective potential v, ({1 j}),
and if we knew this potential, we would obtain the same quantity p alsoin the auxiliary system.

We call the first “if” the v, -representability problem, summarized in the question: “which
is the class of the p functions that can be obtained, through eq. and eq. (3.4), via the
p—effective potential vp({u j})?’ﬂ We will partly answer to this question in specific cases, by
referring to some systems in which the p—potential is explicit. However, we will not consider
this issue in general.

On the other hand, the second “if” represents the central question of this thesis: “can we
actually find this potential?” A general answer is given in the following section.

3.2.1 The generalized Sham-Schliiter equation

An in principle exact way of finding the effective potential v, ({u;}) is based on a general-
ization of the Sham-Schliiter equation [I1], obtained for the first time in [6]. This is based on a
reformulation of eq. using eq. and the Dyson equation of the real system, eq. (2.46).

Indeed, as both G and G, can be referred to the sam Gy, the latter can be excluded by
writing a new Dyson equation that directly links G to G:

G=Gp+Gp[Z-vp]G.

If p is v,-representable, we can implement eq. by applying the linear functional 22 to
both sides of the previous equation, obtaining:

Py |[GplE-v,]G =0. (3.5)

2For example, take p — E the ground state energy of a system. Even if it is not a one-particle quantity, it can
nevertheless be obtained as a linear functional of the Green’s function through the Galitskii-Migdal equation (2.20).
1 do ;
The functional is E = zfd3r lim Te““” [w+ ho(r)|G(r,r',w) := PE[G]. We can introduce an E-auxiliary
i

r'—r
system described by G that returns the same value E when the functional 7 is applied to Gg, namely g [Gg] =

Ef = E. We can also introduce another auxiliary system described by G that returns E only when the functional
(kinetic energy), and not the functional 2, is applied: 27(Gg] = Tg = E: E is the total energy of the real system, the
total energy of the auxiliary system described by G, but the kinetic energy of the system described by G; the total
energy of the system described by G, is Ex and is different from E. This observation will be used in the discussion
at page

3Note that what we refer to as the vp-Tepresentability problem is the generalization to p of the non-interacting
v-representability problem of DFT, see below.

4Note that it is not fundamental that the real and the auxiliary systems share the same Gy: the previous equation,
indeed, would hold anyway with a shift of = — vp,.
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having used that 2),,[G,| = 21,[G| = p({A;}). This is the generalized Sham-Schliiter equa-
tion, that has been derived for the first time in [6, [79]. It is a highly non-linear equation for
the unknown p—potential v, that enters the equation also in G, via eq. (3.4): one can solve it
iteratively, starting from a guess vé,kzo) till, in principle, self-consistence.

The generalized Sham-Schliiter equation, which we will use throughout the thesis, is com-
pletely equivalent to eq. (3.3), with the aid of two Dyson equations. It explicitly displays the self
energy and the degrees of freedom of the various quantities involved, hence it is of fundamental
importance for discussing the existence of possible solutions.

3.2.2 What we have and what we have not

Consider an observable o, which is a functional & of the function p, o = O[p]. p is the
quantity reproduced by the p-auxiliary system via the potential vy; if the latter is known, the
quantity p, evaluated in the p-auxiliary system coincides with p.

In the auxiliary system, everything gets a subscript ,: the relation between o0, and p,, is fixed
by the functional 6: 0, = G, [pp], which is often simpler than &:

0=0]p] 0p =0plppl. (3.6)

An important point is that, even if the exact effective potential v, were at hand, and thus
the exact p were known, we would not, in general, get o from &, [p,, = pl:

0 #Oplpl.

In some cases, as o is a functional of p in the real system, a functional relation exists also in the
auxiliary system. However, the functional is not @), the analogous of @ in the auxiliary system,
but a different one, @p:

0= 5,, [pl.

We will use this observation in several part of this thesis.

Auxiliary systems as presented above are generalizations to generic quantities p({A;}) of a
particularly important auxiliary system, the prototype of all, the one relative to density.
It is the Kohn—-Sham auxiliary system.

3.3 The Kohn-Sham system

The Kohn-Sham system is an auxiliary system we can build when the quantity of interest
dw

p({)t,-}) is the local density n(r), and the associated functional is 2, [G] = ﬁei‘””G(r, r,w).

Density is a reduced quantity, depending on just one space variable. It is nevertheless a fun-
damental quantity, as the Hohenberg—Kohn theorems of section[2.4.2|ensure that any property
of the system is actually a density functional. The step forward represented by the paper of
Kohn and Sham [7] lays in a concrete procedure for obtaining the density n(r).

Their starting point is assuming (non—interactindﬂ) v, (r)-representability for the density
n(r). In other words they suggest that the function n(r) can be realized in a system in which
the exchange—correlation part of the self energy is replaced by the real, local and static potential
vn(r) = vy (r); therefore, the total potential felt by the electrons is the Kohn-Sham potential
vgs(r):

vis(r) = V(1) + v (r) + Uxe (). 3.7)

5A related concept, with which we will not deal, is the N—representability problem, which deals with the existence
of a physical system whose ground state yields the density n(r).
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The idea rests on the observation that the Hohenberg—Kohn functional F[n] introduced at page
can be separated into a free electron contribution T[n] plus the Hartree term Ey[n] of eq.
(2.7), plus the rest Ex[n], called exchange—correlation contributiorﬁ Thus, eq. (2.17) can be
written:

0T
f[ ] +(v¥Ur) + va () + vy (1)) = 0, (3.8)
On(r) |a=n
with v (r) := 5;;“([;;] . The clever observation is that the equation above is “the same as one ob-

tains [...] for a system of non-interacting electrons moving in the given potential” v®*'(r) +
vu(r) + vxe(r) = vks(r) (provided that the same n is shared by both the real and the non-
interacting auxiliary system).

Therefore, one can completely forget about the original definition of v (r) in terms of
Coulomb interactions, and move to a system of non-interacting electrons (the Kohn-Sham
system) which yields the same density as the real system as soon as the exact potential vx.(r) is
known. Once the potential vks(r) is at hand, the Kohn-Sham system is relatively easy to solve,
as the equations of motion for the electrons are single-particle Schrodinger equations with an
external potential vgs(r):
v2

—— + vkgs(r)

5 PSS =SB ), (3.9)

with EII<S and (pfs (r) eigenvalues and eigenfunctions. The expression for the density, too, is easy
in this framework, much easier than eq. (2.6):

nSr) =Y 0w - )@ ()1* = n(r), (3.10)
1

with X the highest occupied level of the Kohn-Sham system. To solve the system, one usually
starts with a guess for vgs(r), solves the Kohn-Sham equations (8.9), finds the density through
eq. and with this new density updates the potential vgs(r), till self-consistency.

Note that the Kohn-Sham system yields also the exact value Ej of the ground state total
energy of the real system, but not through the functional EXS; indeed, the ground state total
energy of the Kohn-Sham system is nothing but:

ES =Y 0 -5, (3.11)
1
while the total energy of the real system can be found asﬂ

Eo :E(I)(S—EH+EXC—fd3rn(r) Vxe (7). (3.12)

This is an application of the general discussion of section in the same auxiliary system,
density stems from the standard functional while the total energy stems from another func-
tional.

6Although the name is the same, this “xc” has not the same physical meaning as the “xc” introduced in the pre-
vious chapter: the latter represents all the contributions to the electronic interaction energy beyond the Hartree—
Fock approximation; the former considers also the correction in the kinetic energy that results from taking only the
independent-particle contribution in Fs[n].

"Here is the proof:

Eo =F+fd3rn(r)ue’“(r) = Ts+EH+Exc+fd3rn(r)ve"t(r):

= (Ts +fd3rn(r) vks(r)

+Ey +Exc—fd3rn(r)va(r)+fd3rn(r)veXt(r) =

:E(I)(S—EH+EXC—fd3rn(r)vxc(r)
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The same observation holds for the fundamental gap Eg. In the real system, this is given
by eq. 2.25), Eg = £¢ — &y = Eg[n], with £. and &y defined in eq. for s the ground state.
Because of the Hohenberg—Kohn theorems, the gap is a functional of the density n. In the
Kohn-Sham system, the analogous functional is expressed as a difference of the Kohn-Sham
levels: Egs = sfs KS EKS [nX5], which is still a functlonal of nXS. If we knew the exact Kohn—
Sham potential %5, we would have the exact density: nX° = n; by contrast, it is well known that,
even with the exact density, E?S [(nXS = nj # Eg[n] (indeed, KS usually underestimates the gap).
To have in principle the correct value of the gap, we must introduce another functional, which
is Egs[nKs] + AKS[1KS] (80,81} [TT] through which:

Eg’[nl+ A®[n] = Eglnl.

This observation, together with the fact that the total energy of the real system cannot be
expressed as the sum of EKS clarifies that the role of the Kohn-Sham states ¥, KS(r) is purely
ancillary: they are 1ntermed1ate objects, useful to introduce in order to easily get the density
and the total energy; but they have no direct physical meaning. In particular the Kohn-Sham
eigenvalues cannot be interpreted as addition and removal excitation energies.

A general feature of auxiliary systems is the following: if on the one hand the equations of
motion are usually simpler (compare eq. to eq. or eq. (2.38)), on the other hand
the effective potential is more difficult to find. Indeed, all the difficulties of the many-body
problem are hidden in the form of the potential itself.

An exact way of obtaining the potential is the Sham-Schliiter equation (3.5), which was ac-
tually developed - in its original form — precisely for the density [11},82].

3.3.1 The Sham-Schliiter equation

The information contained in the Kohn-Sham eigenvalues and eigenfunctions elfs and (p’fs (r)
can be recast into a Green’s function G, := GXS associated with the Kohn-Sham Hamiltonian
S = —V—Z + vgs(r). Since particles are non-interacting, the Lehmann amplitudes (2.23) in
the basis {l} that diagonalizes hKS(r) are the eigenfunctions ¢ ) K8 (r) themselves, and the excita-
tion energies are the eigenvalues E S. Therefore, the Kohn-Sham Green’s function reads:

S KS * ../

(r) (r)
GO =} s
T w— e +m31gn( —u )

(3.13)

with the sum over both occupied and empty Kohn-Sham orbitalﬂ

8Both the density and the ground state total energy can be recast into standard functionals of GXS:

dw elwn

KS — KS la) KS KS

n>(r) =Py G ]=f NG (r,r,w) = ZI(p (rl f =
ami© ! 21l )~ gKS 4 insign(&‘lfs—,ul(s)

=Y 105 () PO " - £X5)
]
1
ENS = 2p1GMS1 = Efdsr lim j—me“””[a}+ho(r)] S, rw) = Zfd3rltpKS(r)l
dw ((,U 4 EKS)eiwn

27 g K+l1751gn( KS _ KS

=5 Z[ dsrltpﬁs(r)IZZEIl(SB(st - glfs) = Zgll(SH(“KS _ E§<s)
1

asin eq. (3.10) and (3.1I). On the contrary, as already stated, Eg # QE[GKS], but it is another functional of GXS:
Eo = ZE[GXS], with Z given by eq. (3.12) with everything expressed as a functional of GXS.
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Using the Green’s function, one can implement the Sham-Schliiter equation for the density;
indeed, from the request that both G and G*S yield the same density n(r), eq. reads:

@n(r)

GS[z- 16| =0, (3.14)
or, writing explicitly the functional &2, [f] and the integration variables, and using the fact
that vy (r) is a local and static potential:

do
fd3r1d3rzfZ—L‘fe"“"GKs(r,rl,w)[Z(rl,rz,w)—vxc(rl)a(rl—rz) G(ro,r,w)=0. (3.15)
Tl

Introducing the quantity {xs(r,r’) := %eiw”GKS(r, r',w)G(r',r,w), a formal solution of the
previous equation exists if {xs(r, r’) is invertible:

do
Vxe(F) = f d*rils(r,ry) f AP*rad’ry f —2‘”.e“”"GKS(n,rz,w)zuz,rs,w)G(rs,rl,w).
Tl

The full Green’s function G is often replaced by GXS (also in the structure of the self energy),
obtaining the linear-response Sham-Schliiter equation [83]:

fdsrldgrgf ?e"“’”GKS(r,rl,w) [Z(rl,rg,w)[GKs] — Uy (r)8(r = r2) |G (ry, r,w) = 0.

i (3.16)
This equation does not rest anymore on the idea that the real and the auxiliary systems share
the same density; therefore, its solution vy (r) is in general just an approximate version of the
exact v (r). Nevertheless, eq. is important in itself, as it coincides with the equation
for the optimized effective potential v)(()CEP(r) introduced in [84} [85]. This is the variationally
best local potential that extremizes the energy evaluated through Z; in particular, if X = Z,, eq.
(2.44), the potential is known as the “exact exchange” approximation to vy (r), and it represents
the best (as far as the total energy is concerned) local approximation to the non-local X, [84,
85,186].

As pointed out in [83], “attempts to improve on v,?CEP(r) as an approximation to (r, r’,w) [as
far as the total energy is considered] should involve non-locality either in space or in time”. The
two possibilities are investigated below: the first involves the density matrix, while the second
is linked to the diagonal of the spectral function.

3.4 An auxiliary system for the density matrix

As Kohn-Sham systems exist for the density, one could wonder if analogous auxiliary sys-
tems exist for the density matrix y(r,r’). This amounts to a non-local generalization vy (r,r")
of the Kohn-Sham potential as an effective potential in a Kohn-Sham-like auxiliary system of
non-interacting particles.

Requiring that the potential vy (r,r’) exactly reproduces the density matrix of the real sys-
tem, eq. (2.8), one would come out with the Sham-Schliiter equation generalized to the
density matrix:

dw ;
fd3r1d3r2f 7€ Gy () | 2(ry, 1o, 0) = Vie(r1,12) |G(ra, ', w) =0, (3.17)
with the auxiliary system Green’s function G, (r1, r2, ) defined in terms of the y-effective po-
tential U;’C(rl, r») via the Dyson equation G;l (ri,ry,w) = GI‘{1 (ry,r,w)— vlc(rl, ra).
Although eq. (3.17) looks a legitimate equation, it does not have any solution when X if fre-

quency dependent. Two examples of this statement are shown in appendix[E} for two systems
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that we will consider in the next chapter, the Hubbard dimer and the homogeneous electron
gas.

Indeed, the fundamental question is: are density matrices vy -representable? The general
answer is no: while the same density function n(r) can be most often realized both in an inter-
acting and a non-interacting system, usually the same density matrix can not (at zero temper-
ature). This is a consequence of the structure of the density matrix. Indeed, being hermitian, it
can be diagonalized and expressed as:

y(r,r') =) nada(r)dy(r), (3.18)

with n, eigenvalues, 0 < ny <1 and ), nq = N (they can be interpreted as a probability distri-
bution), called occupation numbers, and ¢, (r) the eigenvectors of y, called natural orbitals.

A fractional occupation 0 < ny < 1 is the fingerprint of correlation, as any system of inde-
pendent particles displays only integer occupation numbers, n, = 1 if the one—particle state
described by |a) is occupied, and n, = 0 otherwise.

One can express the same concept by considering the squared density matrix y?(r, r’) :=
S By, r)yr,r) = Yo n2¢q (r)dk(r'), having used the property that the natural orbitals
are orthogonal and normalized. For a system of independent particles, as ny = {0;1}, n2 = ng
and therefore y% = Yo. By contrast, for a correlated system, n% < n, and in general y? # y. Even
the reverse is true: if y? = y, then the occupation numbers are integers and y describes a system
of independent particles.

Therefore, a density matrix y( corresponding to a non—interacting system will in general be
different from a real system density matrix, in which correlation is always present. This blocks
any attempt to build an independent-particle auxiliary system that reproduces y.

In other words, eq. has no solutions when X if frequency dependent. By contrast, the
linearized version of (3.17), in which G is replaced by G, everywhere, does have sometimes a
solution [83].

3.5 The spectral potential

The fundamental quantity of this work is A(r, r,w), the diagonal of the spectral function in
real space. It is a reduced quantity, as it contains less information than the full Green’s func-
tion: the density n(r), the interacting density of states DOS(w), the diagonal of the Green’s
function G(r, r,w) can all be derived from A(r, r, ), while the full Green’s function, and conse-
quently the on-site Green’s function G;;(w) of DMFT (see below), the k-resolved Green’s func-
tion G(k, w), the density matrix y(r, r’), the total energy Ey, ..., cannot.

As the information content is reduced, one does not need the full self energy to obtain
A(r,r,w), but just a part of the information carried by it. This is where the idea of an auxil-
iary system for the diagonal of the spectral function arises. In particular, as for reproducing
the density n(r) we need a local potential vgs(r) (KS-DFT), and for reproducing the on-site
Green’s function Gy;(w) we need an on-site self energy X;;(w) (DMFT, see below), here we make
the ansatz that a local, real and frequency—dependent potential, the spectral potential vsp(r,w),
can reproduce the diagonal of the spectral function, which is indeed local, real and frequency-
dependent.

Therefore, we introduce an auxiliary system described by the Green’s function Gsg(r, r’, w),
defined by the following inverted Dyson equation:

Gop (r, 1, 0) = Gy (r, ', 0) — vsp(r,w)8(r — 7). (3.19)
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To such a Green’s function, a spectral function is associated in the usual way, see eq. (2.30):
! 1 . !/
Asp(r, 1, 0) = —=sign (0 — u) Im Gsg(r, ', 0). (3.20)
b2

Finally, the spectral potential is fixed by the requirement, analogous to eq. (3.3):

Ase(r,r,0) = A(r,1,0) | (3.21)

Note that, if the previous equation holds, so does the equation ngg(r) = n(r): not only the
diagonal of the spectral function, but also the density is reproduced by this new auxiliary sys-
tem, that can therefore be considered as a dynamical generalization of the Kohn—-Sham system.
The excitation energies of the latter cannot be directly compared to the one—electron excitation
spectrum, while with this auxiliary system the spectrum is exact by definition, eq. (3.21). More-
over, the spectrum is quickly obtained via a local and real potential, computationally lighter
than the non-local and complex—valued self energy.

Generalized Sham-Schliiter equation The ansatz represented by the three equations above
is supported by the structure of the generalized Sham-Schliiter equation (3.5) applied to the
spectral function A(r, r,w); it reads:

PArrw) [GSF [Z - V)?f] G] =0, (3.22)

with 24 r.w [ f] = —% sign (o — u) Im f (r, r,w). The exchange-correlation part of the spectral
potential v$f (r, ) is introduced in the usual way as the non—classical part of the full potential:
vsp(r,w) = v4(r) + v (r) + v3F (r, w). Explicitly, the previous equation reads:

fdgrldgrg Im|[Ggp(r, r1,0)2(r1, r2,0)G(r2, r,0)] =fd3r1 vie (r1,®) Im|Gsg(r, r1,0)G(r1,7,0)]
(3.23)
which is a non-linear equation for the real potential vS! (r,w) [6,79].

By looking at the structure of eq. (3.23), it is clear that a static but non-local potential
Ug(lj (ry,r2), in place of UECF (r,w), could not do the job. Indeed, the self energy will in general
add a non-trivial frequency dependence to the product of the two Green’s function on the left—
hand-side, hence a frequency-dependent potential is needed on the right-hand-side. By the
same reasoning, also a local and static potential v (r), like the Kohn-Sham one, is ruled out.
Indeed, as it is well known and as we mentioned already, Kohn-Sham spectra are a by—product
of the auxiliary system construction, and they are not related in any simple way to the spectra
of the corresponding real system [81]. Finally, a purely frequency-dependent potential v5& (w)
would not catch the space dependence of the self energy, while a complex spectral potential
looks superfluous, as the quantity to reproduce, A(r, r,w), is real-valued.

Clearly, were the self energy real and local, the spectral potential would coincide with the
self energy itself. On the contrary, as soon as the self energy becomes complex or/and non-
local, eq. becomes non-trivial: to get A(r,r,w), the spectral potential condensates the
essential information carried by the self energy into just two degrees of freedom, locality and
frequency.

A formal solution of eq. is possible. As in the Kohn-Sham case, we introduce the
quantity {sp(r, 1, ) := Im [Gsp(r, ', 0)G(r',r,w)]. If this is invertible, namely if {} (r, 1, w)
exists, the formal solution to the previous equation reads:

ver (r,w) = f Arlsr,r,) f A’ rad®r3Im|Gsp(r1, 12, 0)X(r2, 13, 0)G(rs, r1,0)| | (3.24)
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Figure 3.1: A scheme of the auxiliary system approach for the spectral func-
tion: the blue box represents the real system, in which the local part of the
spectral function A(r,w) = A(r,r,w) stems from the non-local self energy
2(r,r',w) (reference calculation, arrow R). In the auxiliary system (red box),
the role of the self energy is played by the spectral potential vsp(r,w). To ob-
tain it, one solves the generalized Sham-Schliiter equation (3.24), arrow (1).
Once the spectral potential is at hand, one evaluates the spectral function,
arrow (2), which turns out to be exactly the same of the real system.

As UECF (r,w) enters also the Green’s function Ggg(r;,r2,w) on the right hand side, one usually

has to solve eq. iteratively in the spectral potential, till, in principle, self-consistency.
Note that, as in the Kohn-Sham case, also eq. can be linearized by setting G = Gs

everywhere (also in the functional expression of the self energy in terms of G: £ = X[Gs)):

f Im[Gsp(r,rl,w)i(rl,rz,w)G(rz,r,w)]=f v (r1,0) Im[Gsg(r, r1,0)G(r1,1,0)].
ry,ra

r

(3.25)
The system that results from such an equation, described by Gsg, does not share any more the
diagonal of the spectral function with the real system. It rests on the weaker condition that the
linear response of the spectral function to the perturbation converting the auxiliary system into
the real system is zero [83], and it can be derived from a minimization condition on the total
energy [87]. The solution — if any - of this equation, ﬁECF (r,w), can therefore be interpreted as
the variationally best [83] local, real and frequency-dependent potential that approximates the
self energy for the evaluation of the total energy. Nothing to do with our approach, whose focus
is on the exact A(r, r,w) rather than an approximated total energy.

Biorthonormal representation Eq. holds for each single value of w, independently
of all other frequencies. Therefore, one can treat frequency as an external parameter (a label)
attached to each quantity [79]. The auxiliary system itself can be viewed as a collection of Kohn-
Sham-like auxiliary systems, each labeled by a value of frequency: each of them reproduces the
local density n(r), and together they yield the local spectral function A(r,r,w). In particular,
the spectral potential, real and local, can be viewed as a dynamical generalization of the Kohn-
Sham potential.

Therefore, for a discrete system, one can easily generalize eq. by expressing the Green'’s
function of the auxiliary system, eq. (3.19), as:

SF SE % (.1

(r,w) (r,w)
Gsp(r,r',w) =) SF(PZ , (,Pl s :
T w-g (a))+lns1gn(£l () — uSF)

(3.26)

with the frequency-dependent (or frequency-labelled) eigenvalues and eigenfunctions £§F(w)
and (/)?F(r, w) that satisfy the following Schrédinger-like equation:

2
—V? +vsr(r,0) | $7F (r,0) = £]F ()¢} (r, ). (3.27)

49



3.5. THE SPECTRAL POTENTIAL  CHAPTER 3. AUXILIARY SYSTEMS: AN INTRODUCTION

This equation of motion is in between eq. and eq. ([2.38), in the same way as the represen-
tation is a compromise between the Lehmann representation of eq. (2.22), which exactly
applies to the Kohn-Sham Green’s function, eq. (3.13), and the biorthonormal representation
of eq. (2.39).

Not that, as the spectral potential is real, the one—particle effective Hamiltonian hgff(r, W)=

—%2 + vse(r, w)] = ho(r) + l/f(’(l: (r,w) is hermitian. As a consequence, its eigenvalues £?F((u) are
real and its eigenfunctions are orthonormal. Therefore, even if the representation is ex-
tremely similar to eq. (2.39), its mathematical properties are — frequency by frequency — similar
to the Kohn-Sham Lehmann representation. The difference with the latter is the frequency-
dependence that enters both the eigenvalues and the eigenfunctions.

From eq. (3.26), an explicit expression for the diagonal of the spectral function is:

Ase(r,r,0) = Y |63 (r,0)| 26 (0 - 65 (). (3.28)
)

As the spectral potential is frequency-dependent, the equation w — E?F (w) = 0 has in general
more than one solution E?F. Therefore, the single delta function of above can be expressed as a
sum over several delta functions, each centered on one of the solutions g?F:

S(w-ef(w) = ZSF: ZES;;(S (w-€F),

€

with Z SSI; L=(1- 65?1: (w)/ 6w)w—sSF an analogous of the renormalization factor which is differ-
1 "1

ent from one even for static self energies. Therefore, the diagonal of the spectral function in the
auxiliary system becomes:

Asp(r,r,w) =) )" Zf?lf; |3 (r,€7F) |2 §(w-€"), (3.29)
T e

namely a sum of weighted simple delta peaks. This quantity has to be compared to the real
system A(r, r,w) given by:
A(r,r,w) =Z|fs(r)|25(w—£s)‘ (2.28)
N

The two are equal by construction, Asg(r,r,w) = A(r,r,w). On the contrary, the single delta
peaks need not, in principle, to match: if, for a certain w, there exists a quantum number s such
that w = €, and therefore A(r, r,w) # 0, there must be also (at least) a quantum number / such
that w = E?F, with / not necessarily equal to s (if they are in the same basis)’|. For example, if
the spectral functions are represented on the Bloch basis, not necessarily ¢, = ek the band
structure s, in general, not reproduced.

Not only the peak position, but also their amplitudes must be the same at each frequency;
assuming, for simplicity, that the delta peak in the real system at w = &; is reproduced by an-

other single delta peak in the auxiliary system at w = £§F, the following relation must hold:

2
|fe g ) = 2 ‘¢SF (r,w)‘ (3.30)

IF (@)

with sp(w) the solution to the equation w — €5 = 0 and ISF (w) the solution of w — s?F = 0. This is
an exact relation, equivalent to eq. (3.21), that can be solved for v5F (r, w).

9Note also that a single peak & (w — £5) can be reproduced by the sum of several delta peaks, corresponding to the
same quantum number / or to several ones.
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Lehmann representation In general, a Lehmann representation in the auxiliary system does
not hold. The Lehmann representation of a time-ordered Green’s function is linked to causal-
ity, which in turn rests on the symmetric treatment of electrons and holes. This is possible if,
whenever the self energy is frequency-dependent, it is also complex—valued.

Clearly, this is not the case in the auxiliary system, where the role of the self energy is played
by areal, yet frequency-dependent, spectral potential. Causality breaks down, as the Kramers—
Kronig relation that relates the real to the imaginary part of the self energy

!
ReZ(r,r,w) = —~ PV, f do'sign(o’ - p) 2= 3.31)
7 w-w
does not hold any more for 2(r,r’,w) — vsp(r,w). Therefore, the corresponding Kramers-
Kronig relation for the Green’s function,

ImG(r,r’, w)

1
ReG(r, 1, w) = ——9’.7.[ dw'sign(w’ - p) , (3.32)
T

w—-o
is not fulfilled either when G = Gsg. By adding to both sides of the previous equation the imag-
inary part of G, it becomes evident that eq. is completely equivalent to eq. (2.29); this, in
turn, is equivalent to the Lehmann representation. We conclude, therefore, that, in general, a
Lehmann representation does not hold in the auxiliary system.

Another way of seeing the same thing is the following: from the bi—orthonormal represen-
tation (3.26), the real part of the diagonal of the Green’s function reads:

SF 2
(r,w)

) (3.33)
T 0-&" )

which is a consequence of the reality of the spectral potential. On the other hand, if the Lehmann
representation holds, ReGIsjl?h( r,r,w) would be given by eq. (2.29), with Asg(r,r,w) from eq.
(3.28):

SF INE:
Asg(r,r, (r,w")
ReGs (r, 1, w) :Q.V.fdw’—sz)(r r,w) :Zg’]/.[dw’—wlw = | 8 (0 - ef ).
- —

Writing the last delta function as a sum over the contributions from the peaks e?F, the Hilbert
transform of Asg(r, r,w) reads:

SF |¢?F(r’€?F)|2
SE
1

ReGE (r,r,0) =YY Z (3.34)
SF
!

SF
T et Gl w—€

which has a different frequency-dependence than the one in eq. (3.33). The Lehmann repre-
sentation, in general, yields an expression for ReGgsp(r, r, w), that is ReGIsfh(r, r,w), which is not
the expected one, ReGgg(r, r, w).

The same conclusion can be analyzed from the other way round: as Asg(r, r,w) = A(r, r,w),
also ReGéFeh(r, r,w) obtained from the Lehmann representation, eq. (3.34), is the real system
one, ReG(r,r,w). Therefore, the auxiliary system exhibits a ReGsg(r, r,w), eq. (3.33), which
is not the one of the real system: the diagonal of the Green’s function is reproduced by the
auxiliary system only in its imaginary part (the spectral function), but not in its real part.

On the other hand, if one wants to have access also to ReG(r, r,w), one can find it from the
Kramers—Kronig relation (3.32): as the imaginary part of G is exact by definition, also the real
part is the exact one. However, it is important to remark that one has used a relation, eq. (3.32),
that does not hold in the auxiliary system or, equivalently, one has employed another functional
(see section 3.2.2]for a general discussion).
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Of course, one could wonder whether a function that does not fulfill the Lehmann represen-
tation could be considered a Green’s function. Equivalently, one could be puzzled by having a
real and frequency-dependent function (the spectral potential) that replaces the self energy.

These objections are certainly pertinent. The simplest answer is that, in its basics, the aux-
iliary system is just a mathematical construction that yields the correct value of the reduced
quantity of interest, nothing less, nothing (in general) more.

3.6 DMFT and spectralDFT

Also dynamical mean field theory (DMFT) [88,19,189] in the spectral density functional theory
formulation [8] can be considered in the framework of auxiliary systems. DMFT is a powerful
theory to handle strongly correlated materials, whose focus is on the local (on-site) Green’s
function.

The real system, in this case, is the Hubbard model of eq. and the one—particle prop-
erties of it are contained in the Green’s function (2.50), which is non-local in the site basis. To
obtain G;;(w), the standard route is to introduce the non-local self energy Z; j(w), evaluate it
and then solve the Dyson equation.

DMFT is an alternative to this procedure when the interest is just in a smaller quantity. That
quantity is the on-site Green’s function G;; (w), which does not depend on the site i if the lattice
is regular: G;;(w) = Gjoc(w). This is a reduced quantity, as it does not contain the information
on the off-diagonal elements of the Green’s function. DMFT is a method to evaluate Gjoc(w).

A way to view DMFT is the following [8]: one considers, besides the real system (the Hub-
bard model), an auxiliary system in which the self energy is local, and hence, for a regular lat-
tice, site-independent; we call it 2, .(w) as it is — in the notations we used above — the Gjoc—
effective potential that one needs to reproduce Gy (w). If this effective self energy were known,
the value of Gjoc(w) would be exactly reproduced in the auxiliary system.

Note that it is tacitly assumed that Gjoc(w) be X, . (w)-representable, namely that, in prin-
ciple, Gjoc(w) can be derived from a local — as opposed to a non-local - self energy. This as-
sumption — and consequently DMFT - is exact in two very important limits: the first one is the
non interacting limit, in which the self energy of the real system, and hence also of the auxiliary
system, is zero. The second one is the limit of infinite dimensions or infinite number of nearest
neighbours: it can be shown that in this case the self energy of the real system becomes local,
hence the auxiliary system self energy coincides with it [72].

Finding in practice the effective potential, namely the local self energy, is the big challenge
of DMFT. The solution is similar to the one proposed in this thesis for the spectral potential,
namely building a model system and importing its value from it. We will discuss this method
in chapter[5

Spectral DFT Spectral density functional theory (SDFT) can be considered as a generalization
of DMFT to real systems described by the fully ab-initio many-body Hamiltonian, eq. (2.3h).
The Green’s function is therefore given by eq. and the self energy by eq. (2.37).

As in DMFT, the interesting quantity is the local Green’s function, where the meaning of the
adjective “local” is broad: indeed, for every point r, a region Q, around r is defined such that
0q, (r') = 0 or 1 if, respectively, r’ belongs or not to Q,. The local Green’s function is defined as
Gioc(r, 7', w) := G(r,r',w)0q, (r'). In particular, if Q, is shrinked to the point r itself, the quantity
of interest becomes G(r, r,w), which can be viewed as the continuous generalization of G;; (w),
hence the relation to DMFT.

To obtain the quantity of interest Gjoc(r, r’, ), an auxiliary system is built, in which the role
of the full self energy X (r, r,w) is played by a local self energy X, (r, r’, ), which is clearly not
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simply Z(r,r,w)0q, (r'). Again, if we restrict ourselves to Q, = {r}, then the effective potential
Zioc(r, ', w) is truly diagonal in real space, and can be written as Z5°FT (r, w): a complex, local
and frequency-dependent effective potential.

Note that, in the purely local situation Q, = {r}, G(r,r,w) is very close to the quantity we
focus on in this thesis, A(r, r,w). Actually, the two bear the same amount of information, and
hence the two descriptions are completely equivalent, whenever the Kramers—Kronig relations
hold. If that is the case, one can pass from A to G without any problem.

Does this mean that our approach is actually SDFT? The answer is no, exactly because the
Kramers-Kronig relations, as shown above, do not hold. Indeed, to reproduce the local Green’s
function, which is complex, a local self energy is needed, complex as well. On the contrary,
if one wants to reproduce only the spectral function, which is real, a real spectral potential is
enough. Clearly, being real, this potential does not fulfill the Kramers—Kronig relations, hence
the link from A to G is broken. Therefore, our approach can be viewed as a further restriction
of SDFT when only the spectral function is needed.

I have presented the effective framework in which I will move for the rest of the thesis. It
consists of an auxiliary system designed for targeting the diagonal of the spectral func-
tion of the real system exactly. To do so, a real, local and frequency-dependent potential
— the spectral potential — is introduced. It contains the minimal information required
for reproducing the diagonal of the spectral function, and it is computationally lighter
than the self energy. Exact relations have been given throughout the chapter, but can
we actually find this potential in practice? In the next chapter, I will show three exactly
solvable models in which the answer to that question is yes.
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Chapter

Auxiliary systems: explicit examples

The chapter of truth is here: for a given self energy, does a corresponding auxiliary system
actually exist? Can we really solve the generalized Sham-Schliiter equation for some system? Is
it feasible to write down and look at one of these spectral potentials? Do they have any physical
meaning?

I will answer these question by explicitly considering some systems for which the analytic
solution is at hand. I will show that for the three cases I will study, non trivial and very differ-
ent among themselves, auxiliary systems exist and the corresponding spectral potentials can
be explicitly evaluated. This shows that the set of vsg-representable spectral functions is not
completely empty: it contains, at least, three elements!

I will first consider the Hubbard model on the Bethe lattice with infinite number of nearest
neighbours: the self energy is local and frequency dependent, but complex-valued; the non-
trivial duty of the auxiliary system will be to enfold the information enclosed in the imaginary
part of the self energy into additional frequency dependence of the spectral potential.

A step forward is represented by the Hubbard model on two sites (a dimer): the self energy
is here not only complex, but also non-local; the efforts sustained by the auxiliary system are
therefore intensified, as also the information encoded in the non-locality of the self energy
must be transferred into the frequency dependence of the spectral potential.

Finally, the third example will be the homogeneous electron gas with a purely non-local self
energy: in contrast to the previous cases, there is no frequency dependence yet in the self en-
ergy, and the generalized Sham-Schliiter equation’s challenge will be to completely erase the
non-locality of the standard self energy approach in favour of a newly born frequency depen-
dence in the spectral potential. Moreover, the homogeneous electron gas will allow us to clarify
some aspects concerning the relation between discrete (Hubbard) and continuous systems.

4.1 The Hubbard model on the Bethe lattice

A Bethe lattice is an infinite graph with no cycles (a tree), in which every site has the same
number of neighbours z [90]. Apart from the simplest case z = 2, which describes a one-
dimensional chain, the Bethe lattice is not a crystal lattice, as there is no translational sym-
metry; an example with z =4 is represented in fig.

Here we will define the Hubbard Hamiltonian on a Bethe lattice as eq. with i and j
sites of the lattice. We will take the on-site energies €; = 0, so that all sites are equivalent and
any local function f; becomes site-independent: f; = f.

We will further consider the infinite connectivity limit z — oo, an extremely important limit
in which the self energy Z; j(w) associated with the Hubbard Hamiltonian becomes local (al-
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Figure 4.1: Part of the Bethe lattice with z = 4, from ref. [92)].

though still complex) and site-independent [91}[76]: Z; j (w) s ijZ(w).

In the z — oo limit, the scaling ¢ — t/1/z yields a finite free density of states, deﬁnecﬂ as
Ap(w) = —%ImGo (w), with Gy(w) = Gy ;;(w) the on-site Green’s function at U = 0; this can be
evaluated by using non-Bloch based methods, as it is done in [93]; the result reads Gy(w) =

m, from which [91},[76] Ag(w) =8 (D — |w|) %\/ 1- (%)2. This is a semielliptical density
of states, of half-bandwidth D = 2¢, which closely resembles the gaussian density of states of a
hypercubic lattice [94].

We solve the fully interacting model in appendix|[C at half-filling (1 = 0), within the coherent

potential approximation (CPA). The result is summarized by the following two relations:

1 1 1
G = — + 4.1
@ 2(%‘1(w>+% %‘l(w)—%) D

L D?
%% (w)—w—TG(w). (4.2)

The first of these is equivalent to a Dyson equation G~} (w) = Yy l(w) - Z(w) supplied with the
definition of the self energy ~(w) = UTZS% (w). The second is the self consistent relation of the
DMEFT loop [72]; it links G(w) to % (w); this is the impurity Green’s functiorﬂ which can be con-
sidered, for our purposes, as an auxiliary function. It permits to write down a closed equation

for G(w):
D2
)

This is a third order equation that can be solved by standard methods, see appendix|C} From
the solution G(w), the corresponding spectral function is:

2 2 2

2
[G(w)]e‘—D?w[c(w)]2+(%—%+w2) G -w=0 (4.3)

Alw) = —% Im G (w) (4.4)

which is positive and even, and it is evaluated numerically for different values of U in figure[4.2}

for U = 0, we recover the free density of states we started from, Ag(w) =0 (D — |w)|) H% 1- (%)2:

1For this section I use the retarded formalism, instead of the time—ordered one, as it is often done in DMFT.
24, (w) already contains part of the interaction; specifically, the on-site interaction evaluated in the Anderson
Impurity Model.
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Figure 4.2: Spectral function A(w) as a function of w, in units of D, for dif-
ferent values of U, as indicated. The coloured area represents the occupied
band: for U < D we have a metal, then a transition at U = D and finally an
insulator for U > D.

it represents a single band centered on w = u = 0; that is the quasi particle of the system, which
is in this stage a metal (no gap between occupied and unoccupied states).

For increasing U, the quasi particle band splits into two symmetric features that get further
and further away. Eventually, at U = D, the two features separate and, for U > D, they form
two different Hubbard bands, separated by a gap of the order of U: the system becomes an
insulator, and the critical point U = D models the Mott metal-insulator transition.

At the critical point U = D, the Green’s function at w = 0 (where the gap opens) is zero, as
well as, through eq. (£.2), ‘ﬁo_ L(w = 0). Therefore, from its definition in terms of 4, (w), the self

energy blows up:
U—D

S(w=0) — (4.5)
both in its real as well as in its imaginary parts. Note that this is the opposite of what happens
in Fermi liquid systems, where the self energy at the Fermi level is zero.

The challenge is therefore to reproduce the opening of the gap with a spectral potential that,
being real by definition, has always a zero imaginary part.

57



4.1. BETHE LATTICE CHAPTER 4. AUXILIARY SYSTEMS: EXPLICIT EXAMPLES

4.1.1 The auxiliary system

The auxiliary system’s job is to provide the exact value of the spectral function, eq. (£.4), with
a real and local potential. Therefore, to build the auxiliary system, we replace the complex—
valued self energy X (w) with the spectral potential vsr(w); both are local in the infinite coor-
dination limit; therefore, we expect the frequency dependence of the potential to account for
both the dynamics of the self energy and for the refolding of its real and imaginary part into a
single real number.

The definition of the auxiliary system Green’s function follows its counterpart in the real
system:

Ggp (@) =%y () - vsp () (4.6)

with &4 1(w) given by eq. [@.2). To such a Green’s function, it is associated the following spectral
function:

Im Ggj; (@)

1 1
Agp (0) = =—ImGsf () = — 5
T 7 [Re Ggp: ()] + [Im Gg; (w)

D Aw)

-

w- vsp(w)—DTZReG(w)]2+ [”TDZA(w)]2

The spectral potential We now implement the generalized Sham-Schliiter equation in the
form Agr (w) = A(w); hence, wherever the spectral function is non—zero, the spectral potential
is given by:
D? D nD 2
Usk (w) =w——ReG(w) F — 1—(—A(a))) 4.7)
4 2 2

To assure that, like the self energy, vsr (w) goes to zero as U — 0, we choose the upper sign for
w = 0 and the lower otherwise. As a consequence, vsr (w) is not an analytic function of w.

When the spectral function in the real system A (w) is zero, the spectral function in the aux-
iliary system is automatically zero, too, under the only condition that vsp (@) # w — DTZ Re G (w);
that leaves us a lot of freedom for defining the spectral potential in this region: we choose to
remove from vsp (w) its U = 0 contribution, so that the potential is zero in the non-interacting
limit, like the self energy.

We have evaluated numerically eq. for different values of U, at D = 1; the results are
presented in fig. the potential — meaningful only where the spectral function is non-zero
— interpolates somehow the real and the imaginary part of the self energy. As both the real
as well as the imaginary part of the Green’s function in the real system are bounded, also the
spectral function vsg (w) never blows up. This is not the case for the self energy, whose real and
imaginary parts diverge at w = 0 for U = D and for U = D respectively.

Note also that, at the critical point U = D, the spectral potential is finite, and its value is:

. U
lim Usp (W) = F—.
w—0% 2

On the other hand its first derivative is singular at w = 0:

. dvsp(w)  _
lim ————— = Foo.
w—0* dw

Therefore, as the critical point U = D is the singularity in which ImZ(w) — oo in the real system,

in the auxiliary system the same singularity is reproduced and identified by % — 0o0.
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Figure 4.3: Spectral function, in black, for U = 0.0, U = 0.5, U = 0.75, U = 0.9, U = 1.0 and
U =2.0, with D = 1.0. In blue the self energy, real (full) and imaginary part (dashed line), in red

the spectral potential vsp(w) of eq. ([d.7). I stress here that the spectral potential is meaningful
only where the spectral function is non zero.

The real part of the Green’s function As it is often the case with auxiliary systems, the spectral
potential yields what it is supposed to yield, but no more. In particular, the real part of the real
system Green'’s function is not reproduced for any value of U larger than U =0, as it is shown in
fig. (44).

The fact that the real part of the Green’s function ReG(w) is not reproduced is not surprising:
a real spectral potential in general may not yield the full Green’s function, or it would be a
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Figure 4.4: Green’s functions for different values of U, with D = 1.0. In black the spectral func-
tion, in blue the real part of the real system Green’s function and in red the real part of the
auxiliary system Green’s function.

complex self energy. On the other hand, since the spectral function is exactly reproduced, one
can use another prescription — namely another functional — to obtain the exact real part of the
Green’s function, in the auxiliary system. This prescription is clearly the Hilbert transform, eq.
(2.29), which does not hold in the auxiliary system but can be implemented as a functional
found out of a hat:

fh

w— '+ insign(w’)

HT[f] (@) = f do’ (4.8)

Since in the real system the Kramers—Kronig relations eq. (2.31) hold, HT[A] (w) = G(w) and,

60



CHAPTER 4. AUXILIARY SYSTEMS: EXPLICIT EXAMPLES 4.2. HUBBARD DIMER

using the fact that Agp(w) = A(w), we also have:
HT [Asp] (0) = HT [A] (w) = G(w) (4.9)

Therefore, in the auxiliary system, we can obtain also the real part of the real system Green’s

function by using the functional [ReG(w)]sr = Re HT [Asr] (w) and, by construction, [ReG(w)]sg =
G(w). We stress that this new functional does not yield an auxiliary system Green’s function Gsg

whose real part is equal to ReG. On the contrary, it gives a function, Re [HT [Agf] (w)], which

is numerically equal to ReG(w) but, in the auxiliary system, does not have any direct physical

meaning (see paragraph[3.2.2]for a general discussion of this topic).

To conclude, we finally obtained what we wanted: the spectral function is always repro-
duced by a real spectral potential. In particular, we reproduce the Mott metal-insulator tran-
sition, hallmark of strong correlation identified by the divergence of ImX(w), by a finite real
potential.

Yet, this system cannot display the full power of the spectral potential: as far as the diagonal
of the spectral function is concerned, vsg(w) is able to absorb not only the imaginary part of
the self energy, but also its non-locality. To explicitly show it, a non-local self energy is needed:
that is why we now move to the Hubbard dimer.

4.2 The symmetric Hubbard dimer

Let us consider a simplification of the Hubbard model that still exhibits a non-trivial com-
petition between localization and delocalization behaviour. Indeed, if the lattice consists of
just two sites, both at the same energy ¢(, the Hamiltonian describes what is known as a
symmetric Hubbard dimer:

H==tY (el 620+ Elyb10) + €0 ) i+ U iy iy (4.10)
o i i

Such a model [95] is not only of academic interest, as some real systems calculations exhibit a

dimer behaviour, e.g., the simple hydrogen molecules H, or H; . For our purposes, the interest

in this model lays in the fact that it can be solved analytically, resulting in a self energy which is

complex, dynamical and non-local, too, as I show in the next section.

One-fourth filling solution We here consider the one-fourth filling case, in which there is
only N =1 electron. In the site basis, defined and ordered as {IT,O) ,10,1),11,0),10, l)}, where
|o,0) represents an electron with spin o (measured on the z axis, with S, (o =1) = % and S,(0 =|
) = —%) in the first site and zero electrons on the second site and so on, the Hamiltonian is
block-diagonal in spin-sectors:

g -t 0 0

~ . AL -t € 0 0
H— H o) (jon = ,0H|j,0'y = 4.11
(i,0),(j,0") ( | |] ) 0 0 co —t ( )

0 0 -t ¢

This Hamiltonian has spin—-independent eigenvalues €. = &y * t, corresponding to the eigen-

states:
1

V2
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ordered as follows: {I—, DRER IR NES 1)} (henceforth called bonding—antibonding basiﬂ).
We break the spin-symmetry by considering a ground state consisting of a spin—up electron
in the bonding state |GS) = |-, 1); therefore, the chemical potential is u = e_ = g9 — ¢ and the
excited state (antibonding orbital) is well separated with energy €. = € + t.

Non-interacting Green’s function Inthe bonding-antibonding basis, where the operator é};
Yigli,ola) éz.r creates a particle in the state |a) (a runs over the four possible states {Ii,a)
ordered as above), it is simple to express the non-interacting Green’s function Gg ﬁ(t, t:
—i(GS| Téoa(t)éog(t’) |GS) = 4G5 (¢ — 1'); indeed, &, (1) = eifhtp o=itht = p=itatp \yith g, =
£o * t, from which:

——

1
e 0 0 0
1
0 (o) = | Ol 1-6a,-1 0 preryrsr 0 0
a(w)_ _ s + _ . - 0 0 1 0
W—Eq—1I W—Eq+In w—e_+i7)
0 0 0 1

w—€4+in

Back to the site basis via the relation G?j (@) =X (i, 0la) Gg (w){alj,o), the non-interacting

Green'’s function is:

—1i-J
! + =D } (4.13)

1
GY. ==
ij0 (@) 2 { w—€_—insigno  w-—¢€4+in
with signo = + (—) for o =1 (]). Its interpretation goes as follows: we can remove (—in) a spin-
up electron (o =1) from the ground state _ or add it (+in) to the excited state €.; besides,
we can add (+in) a spin—down electron (o =|) to both the ground and the excited state. The

prefactor % assures the normalization of the associated spectral function.

The Green’s function The full Green’s function G; (¢, t') := —i (GS| Téis(0) é}a(t’ )|GS) can be
derived from the exact diagonalization of the N = 0 (trivial), N =1, eq. (4.12), and N = 2 elec-
tron Hamiltonians, shown in appendix[D} eq. (D), via the Lehmann representation (2:22); the
task is simplified in the bonding-antibonding basis, where the Green’s function Gup(t,t') :=
—i(GS| Téa(t)é;;(t’) |GS) = 84pGa(t—t') is diagonal because the two sites i = 1 and i = 2 have
the same on-site energy €.

The result for the spin—up case is trivial:

1 1
G (W)= ——F Git@) = ——F+ (4.14)
w—€e_—1In w—-€ey+in
These expressions state that a spin—up electron in the state |-, 1) can only be removed from the
system (—in) while it can be added (+in) if it goes to the antibonding orbital (¢;). No other

possibility is allowed by the Pauli principle. In the site basis the spin—up Green’s function reads:

(4.15)

1 (-Di-i }
+
2

1
Gij,T(CU):_{ . .
w—€E_—in w—€4+in

which coincides with its non-interacting U — 0 limit, eq. (4.13); indeed, having already a spin-
up electron in the bonding orbital, an additional (+in) spin—up electron can only sit on the
antibonding orbital, where it doesn’t interact with the former.

3The transformation from the site basis {li,o)} = {11,0y,10,1),11,0),10, )} to the bonding-antibonding basis
{lay} ={Ix£,00} = {I- 1), 1+, 1), 1= 1), 1+, D} is fap =Lij oo (@i, 0) fig, g {j,0'|B), with the change of basis matrix

1 1 0 o0

. . 1 -1 0 0
(ali,o) given by \/LE o 0 1 1
0 0 1 -1
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peak position peak amplitude
Istpole w;=g+t+1(U-0) Zi=1+2
2nd pole wr=¢€g+t Zp = %
3rd pole w3=¢€g+t+U Z3=73
dthpole ws=gg+1+3U+c) z,=3-4

Table 4.1: Peaks positions ws and amplitudes Z;.

The spin—-down Green’s function is far more interesting: it doesn’'t show any removal en-
ergy, as no spin—down electron is present in the system, but there are many addition channels
describing the different processes an incoming spin—-down electron can undergo:

1 2t 1 1 2t 1 Zs
G @)=+~ | —— |5~ —= :
2 c¢)Jw-—wi+in 2 c)Jw-—wgtin TSy o-ws+iIn
(4.16)
1 1 1 Zs
Gy (@) =3 —+ —r= )
2 lw-—wr+in w-w3+in s=23W—wWs+in
or, in the site basis:
1 ¢ 1 (-1)iJ 1 1 1t 1
Gij (@) =[—+- — + — t — ot =
4 cJw-wi+in 4 W—wr+in wW-w3+in 4 cJw—watin
_(-pi g Zs
2 Ho-wg+in
(4.17)

with the poles w; and the amplitudes Z; defined in table[4.1]

The peaks w; are excitation energies relative to the addition of a spin—-down electron: w; =
eN=2) _ ¢ W=D with £{N=? the eigenenergies of the N = 2 system (appendix@), and e V=D =
go — t the ground state energy of the N = 1 system. In particular, the first and the fourth poles
are associated to an additional spin—-down electron in the bonding state, and the second and
the third to an antibonding state, in agreement with eq. (4.16).

We can characterize these peaks in a one-particle picture, by referring to the eigenstates
E(SN =2 = pete_ displayed in appendix@ depending on the site and on the orbital the additional

spin—down electron goes:

* The pole w; represents the addition of a spin-down electron to the already-occupied
bonding orbital (E = 2(gp — 1)): then, since they are on the same orbital, electrons interact
with an effective interactio U__=2t+ %(U —c). Hence Eg L D =2(eg-0)+U__ =29+
3(U-c)andw; =go+t+3(U—-¢).

* The pole w; describes two electrons sitting on two different sites and occupying two dif-
ferent orbitals (therefore, no interaction), namely a bonding (¢ = €9 — ) and an antibond-

ing (e = g9+ t) orbital, giving a total energy ggzz 2 _ (eg—1)+(eg+1t) =20, and wy = €9+ L.

* The pole w3 is associated with two electrons occupying the same site (bare interaction:
U) but in two different orbitals; the total energy is therefore sg ; 2= (eo—B)+(gp+ 1)+ U=
2¢o + U, and the position of the pole is w3 =€g¢+ t + U.

47 is the interaction term for two electrons on the same site, U is the interaction for two electrons on the same
orbital: sites and orbitals are just two different basis, and if the electrons aren’t interacting in a basis, they are not
even in the other basis: for this reason, U always goes to zero in the limit of zero bare interaction, and this is actually
the way in which the electrons are assigned to the bonding or to the antibonding orbitals in the picture given above.
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Figure 4.5: Peak positions and amplitudes of the spectral function (4.21) as a
function of U, in units of t; in the left panel, the chemical potential p = €9 —t
is set to zero. See also table[4.1]

* Finally, the pole w4 represents two electrons occupying the same antibonding orbital
(E = 2(go+ 1)) with an effective interaction U, , = —2t+ % (U+c): aspin—-down electron en-
ters the system in the bonding orbital, where a spin—up electron was already sitting; the
former excites (+41) the latter, and both end up in an excited state, the antibonding state,
where they interact via U, ,. This process results in a total energy of the two-electron

state equals to 821;[4:2) =2(gg—)+4t+U,, = 280+%(U+c); the poleis wy = g9+ t+%(U+C).

The effective interaction we just introduced is summarized as follows:

0 if (ﬁi,1ﬁi,1>=0
Uap = (f]__ f]_+)_(2t+% U (4.18)

o if (1 724,) #0
O, Ui U —2r+ U S

where the first line corresponds to electrons occupying certainly different sites, while the sec-
ond line is for electrons with a non—zero probability of laying on the same site.

In the non-interacting limit U — 0, where both eq. and tend to eq. (4.13), w,
and w3 merge to the antibonding pole £y + £, while w; accounts for the bonding state. The fourth
pole goes to gy + 3t: two electrons excited (+4¢) from the bonding 2(¢p — #) to the antibonding
2(gp + t) orbital, which now do not interact. This process, not present in the non-interacting

Green’s function, is indeed suppressed by the amplitude of the associated peak, Z; = % —

c )
which goes to zero like (8—Ut)2 as U — 0, as expected. The positions and the amplitudes of these

poles as a function of U is shown in fig.

The spectral function Since the Lehmann amplitudes are real, the definition (2.30) for the

spectral function applies in the form A;j,(w) = —%sign(w - wImG;j s (w); from equations
and we get:
-/

1
Aij,T(w)zié(w—e_)+ 6(w-ey)

1y (4.19)
4

Ajj () = [6(w—w2)+5(w—w3)]+(i—£)5(w—w4)

1 ¢
Z+E)6(w—w1)+
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Figure 4.6: Diagonal (left) and off-diagonal (right) elements of the spectral
function, A;;) (w) and Aizj (W), as a function of w for u =0, in units of ¢, for
U =5. A broadeningn = 0.1 is added for clarity reasons.

or, in the bonding-antibonding basis:

A_j(w)=6(w—¢-)
A (@) =6(w—e4)
1 2t

1 2t
A_,l((x)):(5+?)G(w—wl)+(5_?)5(w_w4) (4.20)

1
Ay () = E[&(w—w2)+6((u—w3)]

Since both sites are equal, the Green’s function is symmetric under exchange of the site
indices; in particular, the diagonal elements of the spectral function are the same and equal to:

1 1 1 1 1
Aﬁum:(Z+ﬂ5@_wg+pr—wg+aw-wgp{1-ﬂaw-wg 4.21)

Note that, while the previous quantity is non—-negative, this is not the case for the off-diagonal
elements of the spectral function, in accordance with the Lehmann decomposition (2.22), see

fig.

Aizj) () = (le + %)6(w—w1) - i [6(w—w2) +6(w—w3)] + (i - %)6((»—(;)4) (4.22)

The behaviour of the spectral function for different values of U is presented in fig. for
small U, there is a prominent peak at w; and two smaller peaks at w, and w3, while the peak at
wy is negligible. Increasing U, the peak in w; loses weigth as the one in w4 rises up; eventually,
merging with the two peaks in wy and w3, they tend to a strong correlation regime U > ¢ in
which two Hubbard bands emerge, separated by a distance of the order of U.

The selfenergy The spin—down self energy (the spin—up one is zero, as an additional spin-up
electron cannot interact) can be obtained from the inverted Dyson equation Z, (w) = GO;1 (w)—
G&l(w), with Gg(;l(w) =w-—€4 and G(;l(w) =1/G4(w). It reads:

2
U T
)=+ —
2 w-(eo+3t+3)+in
- (4.23)
u T
z+,1 (W)=—+ ] -
2 w-(eo+t+3)+in
or, in the site basis:
U U? (-1)i-J 1
Ziijflw)=—=06;i+— + (4.24)
Jl J U . U :
2 8 lw—(eo+t+3)+in w—(eo+3t+3)+in
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Figure 4.7: Diagonal of the spectral function A;;|(w) as a function of w for
u =0, in units of t, for different values of U, as indicated. A broadeningn =
0.1 is added for clarity reasons.

which, as expected, goes to zero in the limit of U — 0 almost everywhere, namely apart from
2_(wyg) u=p 4t, which is the energy needed to excite the system to the pole w4, a process which
is suppressed for U = 0 but is nonetheless present for small interaction UE} Note that this is a
truly non—local self energy in the site basis, with an imaginary part given by the sum of two
delta peaks:

2

U .
Im2;; | (@) = —T{(—l)’ I6(w=(eo+t+ %)) +8(w— (0 +32+ %))} (4.25)
The poles w; can be arranged as quasiparticles and satellites of the system, determined by the
real part of the self energy. Indeed, from the relation w—&£,—Re X, (w) = 0 one obtains w; and w4
when considerind the bonding state, and w, and ws when considering the antibonding. The
renormalization factors Z; .= 1-0Re Zas) @)/ 0wl,, are nothing but the amplitudes of the
Green’s function in eq. (4.16) which, being diagonal, has positive amplitudes. They are:
0ReXZ,(w) 1

Z:=1 S Ay
b oo |, 2 ¢ 2T

1 1 2t
5 Za=5— (4.26)
From the fact that, in the non-interacting limit, all the weight of the bonding peaks is in w;
and nothing in wy, the pole w; can be considered as the quasiparticle, while the one at w, its
satellite: if the quasiparticle dominates at small interaction, for large U (strong correlation)
both w; and w4 have the same weight %

In the next section, we will reproduce the diagonal of the spectral function by replacing
the non-local and complex-valued self energy with a real and local (in the site basis)
potential.

5Taking the limit is a continuous operation from positive values of U to U = 0; since the process described by
the pole wy is actually suppressed for U = 0, one could decide to redefine “by hand” Z_ | (w4)Iy=0 := 0 and nothing
would change. As a result, also vsg(w4) — see below — would be redefined at U = 0 as vsg(w4)|y=¢ :=0.
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4.2.1 The auxiliary system

The auxiliary system is requested to provide the same local spectral function as the real
system one, eq. (4.19). Since the spin-symmetry is broken by the choice of a spin-up ground
state, we will furthermore consider a spin—-dependent spectral potential; for reproducing the
spin—up spectral function, a zero spectral potential will trivially do the job, as Z;; ; (w) = 0, too.

We will henceforth focus on the spin—-down sector, dropping the | notation. The auxiliary
system is defined by the following inverted Dyson equation:

Ggp (@) = Gy} (@) — vsp i ()8 4.27)

having introduced the local spectral potential vsg;(w); since the two sites are equivalent, the

potential takes the same value vsg(w) on both sites, and the previous equation can be written

as Ggp; j@ =Gy ; i (w — vsp(w)) or, using eq. (@13), in the following form:
% (-1) (i—Jj) %

Gsrij (@) = w— (g9 — t+ Usp(w)) + in * w— (g9 + t + Usp(w)) + in (4.28)

Instead of working in the site basis, we can move to the bonding-antibonding basis {+} =
{I-, 1,1+, 1)} where, by virtue of the symmetry of the problem, everything is diagonal. More-
over, in the bonding-antibonding basis the value of the potential is the sameﬂ as vsp(w) can
be considered as a frequency-dependent energy shift, no matter the basis. Therefore, the
bonding-antibonding character is settled by the non-interacting Green’s function G i(w) =
w — £+ only, and the inverted Green’s function in the bonding—antibonding basis simply reads:

Ggp . (@) =w -4 — Usp(w) (4.29)

By definition the Green’s function in the site basis, eq. (4.28), must have the same local spectral
function as its real system counterpart, eq. (4.17):

1
- Im GsE i (w) = Agr i (W) = Aji () (4.30)

Since we are in a discrete system, this equation means that both the positions and the ampli-
tudes of the peaks must be reproduced by the auxiliary system.

Position of the peaks Since their position does not depend on the basis (see eq. ([2.22)), and
we are in a discrete system, the poles of Gsg . (w) and G+ (w) must be the same, namely:

W — €1 — Vsp(@)|y=g, =0 (4.31)

with w; the four poles of table[4.1} no more, no less. For small interaction U/t « 1, the effect of
the potential will be to slightly move the poles from their U = 0 position, see fig. we assume
that, since its effects are small, the spectral potential be small, too, in this regime, like the self
energy. It is therefore natural to assume that the nature of the poles be unchanged, namely that
(anti)bonding poles of the real system be reproduced by (anti)bonding poles of the auxiliary
system (to exchange their nature, a finite energy of the order of # should be needed at vanishing

8Indeed, considering a local potential v;, we have:

(v__ v_+)_ 1 (1 1)(1/1 0)(1 1 )_ 1 (v1+v2 lll—vz)_(l) 0)

vie ves) 21 -1Jlo w1 -1/ 2\vi-v2 vi+we) (0 v

where in the last equality we implemented the site—symmetry property v; = v := v; therefore, the mixed terms are
zero and both the bonding v—_ and antibonding v+ potentials are equal to v, too.
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Figure 4.8: Self energy, in black, real (thick) and imaginary part (dashed line)
and spectral function (gray dashed line) in different basis, as a function of w,
aligned with p = 0 for U = 2, with n = 0.01, in units of t; the coloured dots
represent the values of the spectral potential at the poles: it is clear that, while
vse(ws) = 24 (ws) depending if ws is a bonding or an antibonding pole, the
same is no more true in the site basis, where vsg(ws) # Z;i(ws).

SF
s

namely the dependence of the energy w on the state s, is automatically reproduced. Therefore,
the previous relation could be split into the following two:

U). This assumption can be also written as w;" = w;, and it means that the “band structure”,

w—E_— USF(w)|w:w1,w4 =0

(4.32)
w—€&4y— USF(w)|w:w2,w3 = 0
from which the value of vsg(w) at the poles is:
U-c

Usp(wy) =21+
vsp(wo) =0

S (4.33)
vsp(ws) =U

U+c
Usp(wyg) =21+

which are shown in fig. Note that two equations analogous to eq. (#.32) hold in the real
system with X, (w) in place of vsg(w):

w—€e-=2_(0)|y=,,0, =0 (4.34)
®—E+ = Z1 (W)l y=wy,w; =0

Indeed, for a discrete system (not in the thermodynamic limit), the self energy is real at the
poles [63], see eq. (4.25), and in particular the spectral potential is nothing but the self energy
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Figure 4.9: Value of the spectral potential vsg(w) and its first derivative (in
logarithmic scale) dvsp(w)/dw at the poles wg.

at the poles:

Z— N f s= )
USF(CUs)={ (Ws) Hws=w1,04 (4.35)

Zi(wg) fws=wz,ws3

as can be explicitly checked and as shown in fig. On the contrary, vsp(w) # ReZ;; (w), as one
could naively guess, because in the site basis the self energy is non local.

From these relations or directly from eq. (4.33), the spectral potential can be interpreted as
the additional energy which the auxiliary system needs to mimic the behaviour of the real one.
In particular, vsp(w;) is related to the effective interactions we introduced in eq (4.18):

vsp(wy) = gL #0
vsr(w2) = ﬁézi'Tﬁi'l>:°
(4.36)

vsr(wg) = OS017070

Usp(wy) =41+ ﬁiﬁi'mi'O#O

Only vsp(w,) differs from the corresponding effective interaction U, , by 4t: indeed, 4t is the
energy that must be provided to both electrons to go from the bonding to the antibonding
state, where they are then free to interact with an energy U, .; the spectral potential, like the
self energy, provides the system with both the activation energy 4t and the interaction U, ;, so
that vsp(ws) = Z_(wa) =41+ Uy 4.

Amplitude of the peaks Eq. holds whenever the system is discrete and the self energy
is diagonal. It could remind of the general observation that, whenever the self energy is local
and real (and it is, in the bonding-antibonding basis at the poles), the spectral potential is the
self energy. However, to write such a sentence, we still should prove that vsg(w) reproduces also
the spectral function, peak positions and amplitudes, in the bonding-antibonding basis.
Indeed, not only Gsp(w) must have four poles in the four positions w;, but also the pos-
itive (Asg;i(w) is a diagonal spectral function, hence its peak amplitudes are non-negative)
amplitudes of the corresponding peaks must match the real system ones ; for the sym-
metric dimer, the Lehmann weights | fs@f( j)| = 2Z; are independent of i and j, see eq.
(@.19), and also, modulus %, even independent of the particular basis, compare eq. and
(4.20). Therefore, we can simply match, in the bonding—antibonding basis, the positive weights
| fs®fe (J_r)| = Z; of eq. with the corresponding ones of the auxiliary system, defined by

’1 _ Ovsp(w)

o = 1/Z5F; thus, besides a condition on vsg(w;), we obtain four constraints on

‘w:ws
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6 Usg ((1)) _ 1 1 .
ow

the derivatives of vsp(w) evaluated at wg, namely ’1 - .~ T =7

ifw;=w;

0vsg(w) 3 ifws=w;

4.
ow (437

+
W=w; +3 ifws=ws
+
I
2

if(,()s = W4

where the double possibility for each pole reminds of the fact that Z is just an absolute value;
the positive alternative is shown in fig.

Note that the requirement that eq. do not have any other solutions than w = w can
be relaxed: indeed, other poles @ can show up as additional crossings of the two lines w — ¢4

with the function vsp(w), provided that their weight Z; = |1 6”SF(“’) | be zero, namely that
w=0g
% _ diverge. Therefore, the potential — univocally fixed with its derivative by eq. (4.33)

a):
and (4.37] 7) wherever the spectral function is non-zero — can be arbitrarily defined also where

Aji (w) = 0 provided that, if it crosses the lines w — €., its tangent be vertical.

With eq. and eq. the problem is solved: indeed, if eq. do not have any
further solutions apart from the indicated ones and if the derivatives of the potential are fixed
to the values of eq. (4.37), the auxiliary system spectral function in the bonding-antibonding
basis is given by:

1 1 1
ASF—(w)Z——ImGSF—(w)——I _ =
—(e0— 1) —vsp(w) +in
O(w—ws)
fo-fermrr)] B 5 Sesw)
ws={w,w4} |1 — Jusk (@)
ow
w=w; (4.38)
Y Zdw-0) " a @
w;={w1,w4}
4.20)
Ass@) == Y Zdw-w) B A,
w;={w,,w3}

By transforming to the site basis, the spectral function can be expressed as:

1 1)
1 -1/

_ Asp_(w) + Asp 4+ (0)  Asp—(w) — Asp + (w) _
Asp—(w) — Asp 4+ (0)  Asp—(w) + Asp + (w)

1

1
[ASFij(w)]i’jZE

Ask - () 0
1 -1

0 Asg 1 (w)

(4.39)

A_(w)+AL(w) A-(w)—-As(w) _
A_(w)-As(w) A_(w)+ AL (w)

[Aij@)]; ;

Note that, in particular, the spectral function is reproduced in the non-interacting limit U =
0 (trivial), and also in the atomic limit t — 0. In this latter case, the potential assumes the values
vse(w) = 0 in w1 and w», and vse(w) = U in w3 and wy, yielding the two separated Hubbard
bands exactly, something that not only DFT, but not even the GW approximation is able to do
[96].
Summarizing, with the choice of eq. and eq. ([@.37), we obtain the following more-
than-welcome results:
Agsp+ () = As(w)  Agpij(w) = Ajj(w) (4.40)
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More than expected? Eq. contains far more than what we expected: the spectral po-
tential vsp(w), indeed, has the duty of reproducing only the diagonal of the spectral function in
the site basis, namely Agr;;(w) = A;;(w), and that’s it. The reason we actually get also the off-
diagonal elements (and we could not avoid them) is due to the fact that the matrix of change
of basis is fixed; therefore, since the spectral function is reproduced in a basis (the bonding-
antibonding one, eq. (4.38)), it will be fully reproduced also in the other, diagonal and off-
diagonal elements.

One question remains: why is the bonding-antibonding spectral function fully reproduced?
The reasons are three: 1) for the symmetry of the problem (two equivalent sites), vsg(w) is just a
frequency-dependent number in any basis, and in particular in the bonding-antibonding ba-
sis; 2) in a discrete system the number of poles is discrete and their position is independent of
the basis; their assignment to the correct bonding or antibonding character is done on the basis
of continuity with the U = 0 case; 3) in the bonding—antibonding basis the spectral function is
diagonal and, in particular, positive, as diagonal and positive is the A;; (w) we aim at reproduc-
ing; the difference in their weights (the % factor) is completely accounted for by the change of
basis matrix.

As a consequence, in a discrete system in which vsp(w) is homogeneous (not site—dependent),
the whole spectral function in any diagonal basis (if any) is fully reproduced; therefore, not only
the diagonal but even the off-diagonal elements of the site-basis spectral function are exactly
reproduced.

In other words, it’s all a matter of symmetry and of a discrete number of poles. This is why
our effective theory yields more quantities than expected: just ask vsp(w) to reproduce the di-
agonal of the spectral function in a certain basis, and it will automatically reproduce the whole
spectral function in any basis.

Lehmann representation and Kramers-Kronig relations As the spectral function is com-
pletely reproduced, both the peak positions and weights, one would be very tempted to assume
a Lehmann representation for Gsg and conclude that, as Asp;j(w) = A;j(w), also Gsf;j(w) =
Gij(w). Thisis actually not the case as the Lehmann representation is equivalent to the Kramers-
Kronig relations, which do not hold with a real spectral potential. Indeed, should one try to
impose a Lehmann decomposition for the Green’s function of eq. (4.28), with four simple poles
fixed to the position of the peaks of the spectral function and their amplitudes determined by
their weight, one would obtain the following splitting:

1
2 1 Zs
w—(e-—vsp(w))+in Fio-ws+in
1
2 Zs

Il—

w-(er—vsp))+in Syw-ws+in

and it is possible to show that these equation have no solutions if vsp(w) € R; indeed, the only
solution of these equations is the complex—valued self energy itself. This, besides proving that
the Green’s function is not reproduced although the whole spectral function is, also explicitly
shows that a Lehmann decomposition does not hold in the auxiliary system, and therefore the
spectral potential is not a simple function of w, as it will become evident in the next section.

4.2.2 Sham-Schliiter equation approach

The proceeding above has the merit of showing step by step the construction of the spectral
potential, providing a clear picture of its meaning and role. On the other hand, not always one
can afford to pursue this path, and in general a true solution of the generalized Sham-Schliiter
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two lines w — €1 = 0; the coloured dots are the expected val-
ues of the potential at the poles, eq. (4.33).

Figure 4.10: The result of the generalized Sham-Schliiter equation
(4.42) at the fourth iteration, using the prescription Gsr ii(w)[vé’;)] =

Re[Gspii](w)[vgf:)] —imA;ji(w) (third column of fig. and forU =2,
t=1,1=10"%andu=o0.

equation (3.5) is needed; this equation is on the same footing of eq. (4.30), and can be written
as:

vse(w) ) Im [Gspij(@)Gji(@)] =) Im[Gsp;j(@)Z ()G (w)] (4.41)
J jl
The Sham-Schliiter equation can be solved iteratively, starting from an input vé’l? (w), with
k =0, and evaluating the output vglf_“) (w), till - in principle - self-consistency, according to the
following prescriptiorﬂ

T 1m (Gee (@) [P ]2(@) G @)

(k+1)(w) —

Vgp (4.42)

Tr [Im (GSF (@) [vey] G(‘”))]

The real system Green’s function and self energy are given by eq. (4.17) and (4.24) respec-
tively. They are exact, since we solved analytically the model. In most situation this is not the

"This is only one possible choice among others: one can decide to update the spectral potential in one of the
auxiliary system Green’s functions and treat the explicit spectral potential as an input, and so on...
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———

0 2 o 4 6
Figure 4.11: Same as ﬁgure but with the real part of the bonding (in
green) and antibonding (blue) self energies. Since the self energy is diagonal
in the bonding-antibonding basis, the potential coincides with the self energy
at the poles, both in its value (exactly) and in its first derivative (exactly at w,

and wy, almost at ws and not yet at w,; as mentioned in the text, the reason
for this disagreement are instabilities of the amplitudes for small values of1.)

case, hence the linearized version of the Sham-Schliiter equation, eq. (3.25), is considered.

As for the auxiliary system Green’s function Ggg;j(w) [vSF |, given by eq. (@:28), only the
imaginary part of its diagonal can be considered as known; one can directly implement this
knowledge, substituting Im Gsg ;; (w) [Ué’f:)] with —mr A;; (w) wherever found (let us call this ap-
proach “C”), or leave also the imaginary part of the diagonal as a functional of vgf:) (w) (ap-
proach “B”). The latter seems a more egalitarian prescription, as every component is a func-
tional of the same spectral potential, while the former, in which any component is a functional
of vgf:) but Im Gsg ;;, which is exact and can be considered as a functional of Ugf:_’oo), could
be a quicker approach. In a third implementation (approach “A”) we suppose (wrongly) that
also the real part of the diagonal of the Green’s function is reproduced, namely we use that
Gsrii(w) [vS )] = Re[G;;l(w) — it A;;(w), with the spectral potential that doesn't enter at all the
diagonal of Gsg. Here is a summary of the three approaches:

Re[Gjil(w) — i A;ji(w) 1st column (Ak)
Gsr ii(@)[V{] = Re[GSF”](w)[vSF ] +iIm[GsF ;i) (@) (Y] 2nd column (BK)
Rel[Gsr i1 (@) ] - in Aji (@) 3rd column (Ck)

I stress that, at self-consistency, only the second and the third choice are correct, while the first
is not from the beginning (it reproduces too much).

We implemented the three techniques inmathematica 10.1, starting from a zero spec-
tral potential v(k 9(w) = 0 (the Kohn-Sham potential, actually) and updating till the fourth
interaction k = 4. The output potentials at each iteration and the relative spectral function are
presented in fig. and fig. the first column for the approach A, the second for B and
the third for C.

The final result at the fourth iteration — almost converged — in the approach C is presented
in fig. We first notice that the potential vsp(w) is defined on the whole frequency axis,
and not just at the poles. This is not a contradiction with our analytic results: numerically,
the spectral function, too, is defined on the whole axis, see fig. because 7 is small but
non zero. Therefore, also the spectral potential is univocally fixed for every frequency. This
is an important point: the numerical implementation is different from the analytical model I
discussed above. The former gets closer and closer to the latter the smaller the value of . On
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Figure 4.12: Solution v(k) (w) at the k—th iteration of the generalized Sham-Schliiter equation
@.42), forUu=2,t=1,n1=10"5 and u = 0. The scale is the same as mﬁg.

the other hand (see below) too small values of 1 generate numerical instabilities. Therefore, a
compromise was chosen with = 1075¢.

An essential confirmation of the theory is that peaks in the spectral function arise wherever
the two lines w — £+ = 0 cross the potential vsp(w), the amplitude being larger the smaller the
derivative of the potential at the crossing. The potential of fig. [4.10b|has indeed the expected
values at the four pole position ws, eq. (4.33). Moreover, it crosses the two lines w—¢4 = 0 with a
derivative which is close to the expected one, eq. (4.37). Indeed, the generalized Sham-Schliiter
equation must be solved for a value of 7 very close to zero, in order to display delta peaks and
be as close as possible to the analytic model; with tiny values of 7, the amplitudes become
numerically unstable, as can be seen also from the exact spectral function, that presents two
different amplitudes for the peaks at w, and w3, which should instead be the same. Therefore,
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Figure 4.13: Spectral functions evaluated with the potentials of fig. in red, and the real
system result, in blue. The scale is the same as in fig.

we cannot say much about the derivative of the potential at the poles from these plots.

Besides the four expected poles, there are other crossings between the lines w — e, = 0 and
the potential vsp(w). In general, iterating the equation (see figure[4.12), the potential function
gets more and more vertical at these spurious crossings, and the spurious peaks in fig.
become less and less important. This is a confirmation of the fact that the auxiliary system can
display additional poles (crossings) provided that their weight is zero (vertical tangent).

By comparing the spectral functions at different iterations, we can conclude that the proce-
dure is converging to the expected result both in the second (B) and the third column (C), but
not, as expected, for the first one (A): for w ~ 3, between the second and the third peak, and for
w ~ 5, between the third and the fourth peak, the auxiliary system spectral function of the first
column does not match its real system counterpart, and the mismatch does not reduce with
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the iterations. On the contrary, for the other two schemes, in the same regions, the agreement
improves.

As for the corresponding spectral potentials, more and more features appear by increasing
the number of iterations, but they are mostly harmless as they are far from the poles and with
vertical tangent.

We have thus confirmed the general finding of above. Furthermore, we have shown that
even for a very small system (two sites), even when the real system Green’s function and self
energy are exactly known, solving the Sham-Schliiter equation is far from trivial. That is why
more efficient approaches, like the one developed in chapter 5} constitute appealing alterna-
tives.

4.3 The homogeneous electron gas

The homogeneous electron gas (HEG, for brevity) is a model whose importance cannot be
overestimated [47]. Besides giving an approximated picture of metals and plasmas [4], exhibit-
ing real phenomena like screening, Friedel oscillations and occurrence of plasmons, it is a test
for many theoretical approaches that take into account the electron—electron interaction, as
the further complication of inhomogeneity due to the lattice is lifted.

Indeed, the homogeneous electron gas consists of N interacting electrons in a volume V in
the thermodynamic limit N, V — oo, whose finite density n = N/V is a constant that completely
characterizes the model; a uniform positively charged background of density n, too, which
mimics the inert and lifeless ions of the Born—-Oppenheimer approximation, ensures the overall
neutrality of the system. An additional simplification due to homogeneity is the rotational and
translational symmetry of the whole system.

For such a model the Hamiltonian (2.3h) in reciprocal space, in the thermodynamic limit,
reads [4]:

Hypg = % %ékck too 5 ékmé;,_q'%ék, Cre (4.43)
where the zero transferred momentum g = 0 is exactly balanced by the interaction of the elec-
trons with the neutralizing background (and the self energy of the background, too): as a result,
the external and the Hartree potential sum to zero, plus a constant interaction energy of the
background with itself.

It is useful to introduce a quantity, the Wigner-Seitz radius rs, defined (in atomic units) as
the radius of a sphere containing exactly one electron: %nr?’ = %: the denser the system, the
smaller r; and viceversa.

As the Fermi surface remains a sphere (for symmetry reasons) enclosing the same volume

both for non-interacting as well as for interacting electrons (Luttinger theorem), it is easy to

1
%Tﬂ)a 1 _ 19192, 4156 the plasma fre-

express the Fermi wave vector as a function of rg: kr = ( . )
N S

. 312 1.7320
quency, wp = V4nn,iswp = 7= e

As 1 represents the avera%e distance between electrons, it sets the behaviour of both the
kinetic and the Coulomb energy of the Hamiltonian (4.43): if the latter goes as 1/r;, the former
scales as 1/72 (or as kl%) ; thus the system will be close to a free—electron gas in the high density
limit, r¢ <« 1 whereas it will exhibits particle-like behaviour in the low density regime r; > 1 till,
eventually, a crystallization of the electrons at fixed positions, the Wigner crystal [97] (strong
correlation regime).

Thus, in the high-density limit ¢ — 0, the electron—electron interaction can be considered
as a small perturbation of the kinetic term, although “the potential is not weak nor short range”

— 1

[4]; the ground state energy is therefore E 120 %NEF (1 - (1%254) Srs+0(riIn rs)) 98], where
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(a) Real space potentials as a function (b) Reciprocal space potentials as a
of r/A, in units of 1/A. function of Ak, in units of A>.

Figure 4.14: Full (purple), short range (blue) and long range (red) Coulomb
potential in real and reciprocal space; the full potential is the sum of its short
and long range components, and it asymptotically approaches them (in real
space) in the limits r < A and r > A respectively.

2
E(()O) = %N Ep= % (E{T”) 3 r_Aﬁl is the ground state energy of a free Fermi gas (of purely kinetic origin),
1
while the second term is the exchange energy Ex = —N 43'1 (%) 3 n%, and it is exact [99,[100].
On the opposite side, in the strongly—correlated regime r; > 1, the ground state total energy

has the asymptotic behaviour describing a Wigner crystal: E = % (—1}—79 + Zr% + ), which

is lower than the Egs_’o one: localization of electrons is favoured over their spreading.

In the intermediate situation, which is of the most relevance as the average densities of most
metals correspond to 1.8 < r < 6 [101], one can resort to interpolating techniques [102], pertur-
bation expansions or Monte—Carlo simulations [103]: the ground state total energy expressed
as a functional of the density (or of ry) is, for the homogeneous electron gas, finally at hand.

The situation is not the same for the excited states...

4.3.1 Real system viewpoint: HSE06 solution

Despite the enormous simplification represented by eq. with respect to eq. (2.3h),
namely a homogeneous system with no ions instead of a true ion—-driven inhomogeneous one,
a full exact solution of Hygg is still out of reach. In particular, the exact spectral function that
corresponds to Hyugg, as well as the exact Green’s function and self energy, are unknown.

To test the spectral potential approach, we must resort to approximate forms of X. We will
consider the HSEO6 self energy [104} 12], as 1) it is non-local, hence it will provide a true chal-
lenge to our approach; 2) it is real and static, meaning all the frequency-dependence of the
corresponding vsp(r,w) will be just a consequence of non-locality and 3) it is a realistic self
energy, widely employed for studying real materials [105], from phonons [106] to impurities
[107].

The HSEO06 functional stems from the observation that density functional theory and the
Hartree-Fock approximation usually depart from experiments in opposite directions: in DFT,
LDA and PBE [108] underestimate gap and bandwidth, while Hartree-Fock overestimates them;
LDA has overbinding tendencies, while Hartree-Fock favours dissociation and localization.
Moreover, from a theoretical viewpoint, most of DFT functionals suffer from a self-interaction
issue, but they include correlation to a certain extent; on the other hand, Hartree-Fock is self-
interaction free but does not include correlation.

These observations encouraged to compensate the opposite drawbacks of both approaches
by building hybrids of the two, from the simplest “half-~and-half” one [109] to a more elaborate
semiempirical mixture (B3PW91 [110], B3LYP) to the PBEO functional [111], which takes the
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Figure 4.15: Short range Coulomb potential as a function of r, for different
screening length A: when there is no screening, A — oo, we are back to the full
Coulomb result.

correlation contribution from the PBE functional of DFT [108], Eg BEO _ E(I?FT = Ef BE while it
splits the exchange part EYBEC into:

EPBEO — o gHF 4 (1 — @) EPBE (4.44)

with EI'F the one of eq. (2.9), and the mixing parameter « set to 1 by perturbation theor
The HSE06 functional [104] is based on the further consideration that the Coulomb interac-
tion in solids is actually screened, a phenomenon that — among other things — prevents diver-
gences or unphysical behaviour in the exchange contribution. To take advantage of screening
in the simplest possible way, the Coulomb potential is separated into a short (SR) and a long
range (LR) parts via the introduction of a screening length Aﬂ
1_ erfc (%) .\ erf(%) 4.45)
r r r

——
vsr(r)  vir(r)

This separation is exact, as erfc(x) = 1 — erf(x), with the error function defined as erf(x) :=
\/%? iy dte™"; the behaviour of the short and long range components of the Coulomb poten-
tial is shown in fig.

The proposal of [104] is to apply the range separation [113] to the exchange part of the
PBEO functional EYBEY; as the long range parts of the PBE and the Fock exchange functionals are
small and tend to cancel each other, the exchange and correlation energy of eq. becomes:

HSE06 _ ,PBE
Exc - Exc

ta ( (4.46)

E)I({F,SR _ E)I(’BE,SR)
where the superscript ! means that only the short range part of the Coulomb potential must be
considered. Eq. represents a hybrid functional in which only the short-range component
of exchange is affected by the Fock term. In the long screening-length limit, the short range
part dominates and tends to the full Coulomb potential, and E}SF%6 ot EEBEO; on the opposite
side, for large screening (small screening length), the long range component dominates and

A1
the short range one goes to zero, so that we recover the usual PBE: EHSE96 == EPBE - Here,

8Note that « itself can be interpreted as a screening of the Fock exchange term [112].
9The parameter A is the inverse of w, the symbol often used in literature; we prefer not to use the latter to avoid
confusion with frequency.
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Figure 4.16: Short range Fock self energy in units of % (the Hartree—
Fock value at k = 0), as a function of k/ kg, for different screening length A:
when there is no screening, A — oo, we are back to the Hartree Fock result,
which exhibits a vertical tangent for k = k.

we consider an intermediate value A = 9.0909A, chosen from a fit to semiconductor results
[12,(114].

The energy functional corresponds to the following exchange—correlation self energy
(or generalized Kohn-Sham potential):

SHSE0S (o 17y = | 0PBE () — @2 BBSR (1) | 6(r = #) + aZ3R(r, 1), (4.47)

which is real and static. Of all its ingredients, only the last term is a true non-local self energy;,
from which all the frequency dependence of the spectral potential will stem.

In the homogeneous electron gas, the local contributions to X{5E% are just numbers, and it
is useful to move to reciprocal space, where the self energy reads:

SHSE06 (1) = | pPBE _ qpPBESR| 4 3SR (k). (4.48)
For simplifying the notation, we call h1%¢ := pPBE — qpPBESR the Jocal (hence constant) part of

THSEO6 The short range part of the Fock self energy X3 (k) is defined from an analogous of eq.
(2.47), with vsg(r) in place of v¢(r):

Pq do

SR .
LW =i 555,

- a3
e 1G(k+ql,w+ o) vsr(q) = —f(ZT?gvSR(q)mmm, (4.49)

with the occupation number n, defined as ng = [ ‘Zi—j‘i’ei“’" G(q,w). The integral in eq. (4.49) can
be evaluated analytically, as we have done in appendix (F). The result is:

ko Pokg ket k
X ( ) T szk n kF_k
1 2 2 2 , B
+M2k{e—ﬁ(k+kp) e Bk L ik erf(M)_erf(M) .

2

2 2
+ /lz(k2 ~k2) Ei(—%(k— kp)z) —Fi (—%(k-l— kF)z)] } (4.50)

where the first line is the usual Hartree-Fock self energy, while the rest is —XLR(k); the expo-
nential integral is defined as Ei(x) := — f_+;’° dt e—;t As itis clear from fig. (4.16), Z)S(R(k) removes
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the divergence in the derivative of the Hartree-Fock self energy at k = kg, which is at the origin
of many unphysical behaviours like a zero density of states at the Fermi level.

Putting back Z)S(R(k) in eq. (4.48), one can evaluate the Green’s function G(k, w) and therefore
the k-resolved spectral function A(k,w), which is:

Alk,w) = —%sign(w ~ WIMG(k,0) =8 [0 (4 + 12 + azR W) |, (4.51)

namely a single delta function centered on the single—particle energy ;. = 62 + ho¢ + a 3R (k);
the latter equation defines the band structure, in which an energy w = €y is associated to each k.
Since, in the homogeneous electron gas with static self energy, the correspondence k — £ = w
is one to one, we can invert the relation w = € and get the inverse band structure k = ky(w) (in
the most general case, other solutions k; (w), kz(w), ..., show up, corresponding to satellites).
Note that ky(w) exists whenever w = u—W, with the expression of the bandwidth W given in eq.
(E7).

The full spectral function in real space is:
/ d3k ik-(r-r")
A(r,r,w)= | —e A(k,w). (4.52)
@2m)3

This integral can be evaluated analytically, see appendix[F| and the result is:

) 0(w-pu+Ww) k{ sin (klr —r'l)
A(r,r,w) = 5 I p (4.53)
T k+a™=7= (klr —r") k=ko (@)
The spectral function can also be expressed as:
, sin (klr —r'l)
Alr,r',w) = Alr,r,0)y —————~— ) (4.54)
(kir=r") ko)
which has not, in general, a definite sign. By contrast, its diagonal:
2
Olw—p+wW E
A(r,r,w) = ( Z ) 2 (4.55)
T I+ adzx (k)
dk k=ko(w)

is positive, and has the behaviour shown in fig. Note that the correspondence between
w and A(r,r,w) is one-to—one as far as A(r, r,w) is monotonically increasing, namely as far as
there is no w for which the derivative of A(r, r,w) is zero; this condition can be further formal-
ized by saying that for no w the corresponding k = ko(w) fulfills the equation 1 = " (k) - 25/ (k);
for our scopes, the limit A < 65 (with kg = 1) is enough, as we will work with Akp ~ 3 + 10.

Relation between diagonal and off-diagonal elements An important consideration about
eq. is the following: the knowledge of the diagonal of the spectral function is not enough
—at first sight — to obtain the full spectral function; also the additional term % isneeded,
that only apparently is a property of space only, independent of the form of the self energy; the
latter, indeed, enters the definition of k = ko(w), and the relation k = ky(w), namely the inverse
band structure, must be at hand in order to obtain the additional factor. One would conclude
that, as expected, even if we knew A(r, r,w), we would still need the band structure ky(w) to get
to A(r, r',w).

This conclusion, that should hold in general, is not true in this case, in which there is a
one-to—one correspondence both between ky(w) and w and between w and A(r, r,w), at least
for the A we consider. Therefore one can express the band structure ko(w) as a functional of
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A(r, r, w) [arb. units]

-20 -10 0 10 20
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Figure 4.17: Diagonal of the spectral function (&.54), in arbitrary units, for
different values of A, as a function of frequency with u =0, for kp = 1. In the

unscreened situation, we recover the Hartree-Fock density of states, and the
free behaviour ~ \/w for A < 1.

A(r,r,w), by inverting eq. (4.55), and get the whole spectral function from eq. (4.54): as soon
as the interaction is sufficiently screened, for a large class of static self energies, the knowledge of
the diagonal of the spectral function completely defines the system.

On the opposite side, were we in the Hartree-Fock limit A — oo, the knowledge of A(r, r,w)
would not be equivalent to the one of ky(w), as the band structure w < ko (w) would still be one-
to—one, but the same value of A(r, r,w) could correspond to up to three different frequencies:
more generally, dips (or peaks) in A(r,r,w) are regions in which a true knowledge of the band
structure is needed, if one wants to reproduce also the off-diagonal elements: there, the diagonal
of the spectral function does not offer a complete description of the spectral properties; we will
come back to this observation when we will consider real materials.

Note also that the situation is analogous to the dimer of eq. (@.19): even there, we could
have written:

A;j(©) = A5 (@) {80, (D},

which is on the same footing of eq. [4.54): it says that, whenever a peak w; is associated to an
antibonding peak, the relative weight changes sign: that is the “band structure”, the knowledge
of the character of the peaks, namely if they are bonding or antibonding peaks.

Two simplifications happen in the dimer: first, since the poles are discrete, we can read
them from A;;(w): in the “band structure” analogy, we know the energy w(k) without knowing
yet to which k it corresponds; but since the poles are well-separated, we can follow their be-
haviour from U = 0 to increasing U, adiabatically connecting the poles of the interacting dimer
to the ones of the non-interacting one; this trick allows us to infer the state dependence, namely
to connect each w; to abonding or an antibonding U = 0 peak (analogously, the band structure:
connect w(k) to k), hence to know the factor 6,,_ap.

Furthermore, once we know whether we have to use it or not, the multiplicative factor
(-1)=7 is completely independent of the approximation used for the self energy, and it is just
a property of space; hence, we would not even need the knowledge of the band structure here.

The situation would be analogous to a hypothetic discrete homogeneous electron gas, with
a discrete set of k—points: there, assuming the validity of eq. {@.54), we could read the poles
from A(r, r,w) and infer their position from an adiabatic switching-on of the interaction; that
would be enough to know the band structure, and the full spectral function A(r, r’, ) could be
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at hand.

4.3.2 The auxiliary system

We now aim at reproducing the diagonal of the spectral function, eq. (4.55), with a local
spectral potential which, in the homogeneous electron gas, does not depend on space: vsg(w);
as the exchange—correlation self energy is composed of a local and a non-local part,
Ty (k) = h}{éc +aZ3R(k), the truly frequency-dependent part of the spectral potential is the
one corresponding to the non-local part of the self energy; therefore we can write vsp(w) =
h}féc + avSR(w), maintaining the symmetry of the two formulations.

Let us now build the system corresponding to a real, local and frequency dependent poten-
tial vsp(w).

The auxiliary system The auxiliary system differs from the real one in the fact that the role of
the exchange correlation self energy is played by a real, local and frequency dependent poten-
tial vsp(w). Therefore, the inverse Green’s function of it is, in reciprocal space:

Ggp (k,w) = Gy (k, 0) — vsp(w) (4.56)
with Gy (k, ) = w — €). The associated spectral function is:
Asp(k,0) =8 (0 — €} — vsp(@)) (4.57)

This is nothing but Ap(k,w — vsp(w)), with Ag(k,w) = & (w - 8%) the non-interacting spectral
function associated to Gy. From this observation, the auxiliary system full spectral function
Asg(r, r',w) will be the analogous of eq. (4.53), with Z,. = 0 and shifted frequency argument:

0(w - vsp(w)) kzz sin (klr —r'|)
k

Agp(r, 1, 0) =
se(r, 1, 0) (kir—+1)

T2

k=kg (w—vsp(®))

as ,uo —WP? = 0. In the free case, the inverted band structure kg (w) is trivial, as kg (w) is the
positive solution to the simple equation w = 82, namely kg (w) = V2w; therefore, the previous
expression becomes:

, sin (klr —r'|)
Asp(r,r,w) = Asp(r, r,w) ———— (4.58)
(klr =r") |- y2a=vrtan
with:
0 _
Asp(r,r,0) = w 2[w - vsp(w)] (4.59)

272

These expressions are quite general, as we have not specified yet the form of the potential,
nor we have characterized in any way the auxiliary system, but for the fact that its self energy is
real and local; nevertheless, an important consequence of this last assumption already shows
up: we can explicitly notice that the knowledge of the diagonal of the spectral function only is
enough to reconstruct the off-diagonal terms, too:

sin|272|r — r'| Asp(r, 1, )
(4.60)

Asp(r, 17, 0) =
Y 2m2|r —r'|

Note that in this case there is no condition on the form of the potential, or, which is the same,
on the magnitude of A: that is a hint that the two formulations somehow differ.
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Figure 4.18: The purely frequency-dependent part of the spectral potential
v3R(w) as a function of frequency with p = 0, in units of% for kg =1, for
different values of A. This figure has to be compared to fig.

The generalized Sham-Schliiter equation The auxiliary system is defined once we imple-
ment the generalized Sham-Schliiter equation in the simple form Asr(r, r,w) = A(r, r,w), with
the real and the auxiliary system spectral functions given by eq. and eq. respec-
tively:

0(w-pu+Ww) %2
2

0(w - vsp(w)) 7/
= T 2[(1)— Us}:(a))] (4.61)

k=ko(w)

A(r,r,w) = )
k+a=31

When w < u—W, the spectral function is zero, and it is enough that vsp(w) = w to make the
auxiliary system spectral function zero as well. On the other hand, when w = y—W, a non
trivial relation links the spectral potential to the diagonal of the real system spectral function,
namely:

vsp(@) =0 > [Zn Ar, r,w)] (4.62)

which can be analytically continued also in the region where A(r, r,w) = 0 by vsr(w) = w; we will
choose, instead, in agreement with [79], the alternative continuation vsg(w) = u— W, namely
a constant potential equals to its value at the bottom band; in this way, vsp(w < p—W) =
$HSES(k = 0), as can be seen by comparing fig. [4.18| with fig. Finally, the spectral po-
tential results in:

const=pu—-W fosu-w

K2 2
2

vsp(w) = ] (4.63)
w-2 T fo=zu-w

k=ko(w)

represented, for different values of 1, in fig. Comparing the spectral potential of fig.
with the self energy of fig. we can appreciate the transformation of non-locality into fre-
quency dependence [6] that we obtained: the more the self energy is non-local, namely the
more it varies with k, the stronger the dependence on frequency of the spectral potential (in
this case, for large values of 1).

Off-diagonal elements With such a potential, the diagonal of the spectral function is ex-
act by construction; since, by eq. and the discussion that follows, A(r,r’,w) is linked
to A(r,r,w), one could expect that also the off-diagonal elements are exactly reproduced by
vsr(w): that is the content of eq. (4.60), which is even simpler than eq. (4.54).
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Figure 4.19: Same as fig. but for the full spectral potential vsg(w) = hlo° +
avSR(w), this time in eV.

However, this is not the case: as discussed in paragraph[3.2.2] functionals in the real and the
auxiliary system usually differ, and the same function (the exact A(r, r,w)), plugged in the two
expressions, yields different results. This is what happens here, and the full spectral function
is given, in the real and the auxiliary system, respectively by eq. and eq. (4.60), that can
both be expressed in terms of k = kp(w) in the following way:

0(w-pu+Ww) k? sin(klr —r'l)

Ar, v, w) =
272 asif)  (klr—r'
k+aT ( | |)
klr—r'|
sin| ———— (4.64)
o )
Agg(r,r,w) = = T
d k+a ék ( klr—r'| )
o 23R (k)
I+% —ax

Clearly, if r # ', the two expressions usually differ; they yield the same result only for A=} /dk =
0, that is for ky(w) = 0 and ky(w) — oo; this corresponds to w = u—W and w — co.

The fact that the off-diagonal elements of the spectral function are non reproduced by the
auxiliary system pushes us to investigate the behaviour of the spectral function in k-space.

k-resolved spectral function Like the off-diagonal elements, also the k-resolved spectral
function is not a quantity we expect to be reproduced in the auxiliary system; indeed, the two
are just linked by a Fourier transform, eq. (4.52).

The k-resolved spectral function in the real system is given by eq. (4.51), namely a delta
function centered on the excitation energy €k:

er = €0+ hi% + azSR (k). (4.65)

In the auxiliary system, the inverse Fourier transform of the full real space spectral function,
eq. [@.60), yields:
Asp(k,0) =68 [0 — (&) + vsp())], (4.66)

which can be a single delta function as well as, in principle, a more complicated object. That
depends on the number of solutions of the equation w = 5% + vsp(w), namely on the number of
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Figure 4.20: Same as fig. only the A — oo spectral potential vsg(w), in eV,
Also the line w—el(i is shown, for a particular value of k. It crosses the potential

for three values of frequencies, yielding three peaks in the spectral function.

crossings of the potential vsp(w) with the line w—e?C ; these can be more than one, as the spectral
potential depends non-trivially on frequency.

In the limit A — oo, for instance, there are values of k for which three crossings are present,
see fig. for one of the smallest of such ks, Asg(k,w) is composed of three peaks: a more
intense one associated with the usual quasi particle, and two smaller ones around the Fermi
energy, that can be interpreted as satellites associated with the cusp of the potential; for in-
creasing k, some weight is transferred from the quasi particle to the satellites, until, finally, the
higher energy satellite acquires all the spectral weight and becomes the quasi particle itself.

For the screening that we consider, such a situation never occurs, and the crossing between
the potential vsp(w) and w — €% is always unique: to any k there corresponds a single delta

k
function centered on the energy:

SF_ 0 SFy _ 0, 1 SR,_SF
gy =€, +Usp(ey ) =€+ Mo +avy (7). (4.67)

As the correspondence is always one-to-one, the map k — EiF constitutes the band struc-
ture of the auxiliary system, as well as the map k — €, eq. [4.65), is the band structure of the
real system. The natural question is the connection between the two.

The band structure in the auxiliary system can be found by fixing the wavenumber k, and
then solving the equation w — 8(,1 = vsp(w) |w 5 with the spectral potential given by eq. (4.63).

The result is:
koey) e ditk

kI ko(eSF)  dk

(4.68)
k=k0(€iF)

which is an implicit equation that links the excitation energy siF to the wave vector k, by pass-
ing through the intermediate object ky. In particular, from the fact that no quantity in the
previous equation is negative, we can directly affirm that kg (eiF) > | k| for all k and, since ky(w)
is an increasing function of w, we can conclude that:

ey zex  Vk (4.69)

with the equality holding when dSR(k)/dk = 0, namely for k = 0 and |k| — co. Eq.
can be solved numerically and the result is shown in fig. left panel: the red curve, which

represents the auxiliary system dispersion £3f

+ » is always at higher energy than the blue curve,
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Figure 4.21: HEG (rs = 3.9315ay, Na average value) dispersion (left), spectral func-
tion (middle) and band structure (right). The blue curve has been calculated using
the self energy, while the red one is the auxiliary system approach (as a compari-
son, the green—dashed curve for Kohn-Sham in the LDA approximation). The high
symmetry points in the band structure refer to a simple cubic unit cell: R= (0, %, %),
Z=(0,0,5),T'=(0,0,0) and M= (3,3,0).

the standard dispersion €. We call the difference between the two Ay:

Ap:=ey —ek=vse (€] ) ~ Zxc(IKl) =

_ a[ng (EiF) —Z)S(R(|k|)] (4.70)
This difference goes to zero as k = 0 or | k| — oo, as expected.

The two different band structures E?f and ¢, yield two different spectral functions, eq. (4.64),
as one would expect. What is more surprising is that eiF and g, on the other hand, give rise to
the same diagonal of the spectral function, Agp(r,r,w) = A(r, r,w).

The reason why this is possible is that we are in a continuous system, the homogeneous
electron gas in the thermodynamic limit; in such a limit, the poles of the Green’s function merge
into a branch cut on the real axis [63], and their position becomes less relevant as far as the
amplitude is reproduced. This is shown in more details in the next paragraph.

Discrete and continuous systems Let us consider, indeed, the diagonal of the spectral func-
tion in real space as a sum over the band structure of the different peaks, both in the real and
in the auxiliary system, eq. (4.52); integrating out the angular coordinates, we have:

1 +o0o
Alr,r,w) = _2_[ dk k*6(w —ey)
21 Jo
(4.71)

oo )
Asp(r,r,0) = 2—;2 i dksp k&6 (0 — eifF (@)
with ksr a dummy integration variable. Evaluating also the radial integrals in k and ksr would
result in eq. and eq. (4.59). These integrals say that the diagonal of the spectral function
in real space is made up of many delta peaks, each centered on a one—particle energy, €4 or sifp,
where the latter is the solution of w — Eil; (w) =0, with a weight given by k? or k3.
Were we in a discrete system, integrals would be sums and, to have A(r,r,w) = Asg(r,r,w),
we could simply match the pole positions, 521; = €, and their weights, ng = k2. In one single
move, we would obtain both the spectral function and the band structure, and the off-diagonal

elements A(r,r’,w) as well. This is exactly the procedure we followed in the homogeneous
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Figure 4.22: The diagonal of the auxiliary system spectral functions
Agp(r,r,w) obtained with the spectral potential vsp(w), in red, and
Asg(r, r,w) corresponding to Dsg(w), in gray, as a function of frequency with
=0 (rg = 3.9315a9,A = 9.0909A). In blue, the reference spectral function
A(r,r,w).

dimer (indeed, a discrete system), and the quantities we obtained were analogous (the spec-
tral function in the bonding-antibonding basis and hence the full spectral function in the site
basis).

Moreover, in a discrete system, the spectral potential would be meaningful only where the
spectral function is non-zero, namely at the poles. From the conditions sifp =€y and kgsg = Kk,
that is 5%3 = £, we would obtain the following discrete spectral potential Tisp(eg):

Usp(er) = Zxc (k) (4.72)

which is on the same footing of the dimer potential, eq. (©.35). Clearly, such a potential will
reproduce the band structure, and hence, in the discrete, the full spectral function.

Let us now move to the continuum N,V — oo with n = N/V finite. In this limit, the sum
over k and the one over ksr span the same whole positive axis, and only the amplitude of each
delta peak becomes relevant; in the real system, the factor k?, which comes from the integra-

tion volume d3k = 4nk?dk, is supplied by the additional factor dleR(k) , that comes from the

expression of the Dirac delta in k-space; the derivative of the self energy is well defined as kis a

. . . 2
continuum variable. The total weight becomes #R(k)’ and the real system A(r, r,w) reads:
k+a—4r

1 +00 k2 ( )

A(r,r,w) = —f dk—— 06 (k- ko(w)
22 dxf (k)
= Jo k+a=r=

On the contrary, as the spectral potential vsr(w) does not depend on k, the additional factor to
the weight k? is simply %, and the auxiliary system spectral function becomes:

+00

k2
o ) dkTa(k—ng(w))

Asp(r,r,w) =

with ng (w) = kg (w— vsp(W)) =1 /2(w — Usp (w)). As already mentioned, the position of the peaks
is irrelevant as far as the weights of two of them coincide for a determined value of w; therefore,
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Figure 4.23: The A(w) term introduced in eq. (4.76), as a function of frequency
foru=0, ineV (rg=3.9315ap, A = 9.0909A).

for a given frequency w, we can match the weights of the two peaks § (k - kS’F (cu)) and 0 (k -
ko(w)), and obtain the following relation:

F k?
kg ((1)) = TR(]C) Yo
k+a—=-—
dk lk=ko(w)
which is exactly the definition of the spectral potential and, as shown in eq. (4.68), states that, in
general, kSF(w) # ko(w). In the continuum limit, one cannot reproduce both the peak positions
(the band structure) and amplitudes (the diagonal of the spectral function) at the same time.

An exactification of the band structure in the continuum As the quantities they yield are
different, it is clear that the continuum limit of #isp(e) is not vsg(w) evaluated at w = g, but
another potential, associated with another auxiliary system, that we call Jsg(w):

Dsp(w) = lim Osp (Ek)|w7£k 4.73)
NvEn -

From eq. [@.72), this potential is nothing but the self energy at ko (w):
Dsp(w) = Zyc (ko (@), (4.74)
which can also be expressed in terms of the spectral potential as:
Usp(w) = vsp(w) — A(w), (4.75)
with:
A(w) := vsp() = Zxe (ko (@) (4.76)

In contrast to the spectral potential, #isg(w) reproduces the band structure but not the spec-
tral function, as I will now show.

The band structure is the zero of the equation w — E‘iF (w) =0, with éiF (w) the energy associ-
ated to the potential Jisg(w), namely EzF(a)) = 52 + Usp(w). Using eq. and the definition of
ko(w), the equation w — EiF (w) = 0 becomes:

0

0 _
Eo@) " Ek = 0,
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effective quasi particle

potential equation band structure spectral function
Telk)  0-gi-EeB=0  ex=gi+Iek)  AWro)=zp [dkEO(@—ey)
sk () w— gISCF(w) =0 gISCF - giF(giF) Asp(r,r,w) = # [ dkk?s (- giF(w))
Usk(w) w —giF(w) =0 giF = ~iF(E§cF) ¢ Asp(r,r,w) = 217fdkk26(w _Eip(w))

Table 4.2: Band structure and diagonal of the spectral function for the real system and the two
auxiliary systems defined by vsg(w) and Usp(w).

with the only solution k = ky(w), namely the band structure of the real system.
As for the diagonal of the spectral function, it reads:

~ 1 [Fe 2 SF I 24(.0 0 1
Asp(r,r,w)=ﬁf0 dk k 6(w—£k (w))=2—”2fO dk k 5(5k0(w)_5k):ﬁk0(w)* @.77)

which is the analogous of eq. with ko (w) in place of ng(w) = v2(w — vsp(w)); as the two
kos are different (apart from w = u— W and w — oo, see eq. or eq. (4.68)), also Agp(r,r,w)
differs from Agg(r, r,w), and so from the real A(r, r,w), too, as it is shown in fig. (4.22).

To conclude, if with vsg(w) we reproduce the exact A(r, r,w) but the wrong band structure,
with 7sp(w) the band structure is exact but the spectral function is not, see also table Thus
Dsp(w) is not a spectral potential, in accordance with the fact that the solution of the
generalized Sham-Schliiter equation is unique.

A trick to have both A natural question arises at this point: is there a way to have, in the con-
tinuum limit, both the band structure and the spectral function by using a real and frequency-
dependent local potential?

The answer is no, if we stick to the standard procedure of above; it is yes, if we change pre-
scription: we first employ #isg(w) to get the correct band structure éiF (éiF) = €}, and then, from
this, we evaluate the spectral function as a sum over delta peaks centered on €:

A L[ 2 ~SF
Agp(r,1,0) := 2_nzfo dk k8 (w-&), (4.78)

which is equal to A(r,r,w) as EISCF = €. Note that this prescription differs from the usual one

that we used in eq. (4.77): there, EiF (w) was a function of w, while here EiF is a k—dependent
number, found from solving the equation w — EiF (w) =0.

Eq. can alternatively be viewed as the functional that yields the exact diagonal of the
spectral function A(r, r,w) in the system defined by #isr(w). That is a special case of what we
discussed in paragraph[3.2.2] As in DFT there exists a functional of the density that yields the
correct gap, but it is not the gap of the Kohn-Sham system, here we have a functional of the
band structure, eq. (4.78), that yields the correct spectral function, even if it is not the spectral
function we would evaluate from Jsg(w).

To summarize, in the homogeneous electron gas the spectral potential vsg(w) can be ex-
plicitly found, and it does exactly what it is requested to do: it reproduces the diagonal of the
spectral function of the real system, no more and no less; in particular, it does not reproduce
the off diagonal elements of the spectral function, nor the band structure. If one wanted to
have the latter, another potential must be introduced, which differs from the spectral poten-
tial by the additional term A(w); with such a potential the band structure is exactly reproduced,
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but clearly not the spectral function. To have also the latter, another functional must be consid-
ered, the one of eq. (4.78), that yields the exact spectral function whenever the band structure
is reproduced.

In this chapter, I have shown the capabilities (and the limits) of the spectral poten-
tial for three very different systems: an infinitely extended discrete system, the Hubbard
model on the Bethe lattice, a finite and discrete system, the Hubbard dimer, and finally
an infinite continuous system, the homogeneous electron gas. These systems are char-
acterized by a non—trivial expression for the self energy: a complex—valued dynamical
self energy in the first case, a fully complex, dynamical and non-local one for the dimer
and a purely non-local self energy in the homogeneous electron gas. For each of these
situations, the spectral potential, real, local and frequency dependent, can be explicitly
found, and it can be used to replace the self energy for obtaining the diagonal of the
spectral function. In some cases, symmetry plays a fundamental role and more quanti-
ties than expected are reproduced in the auxiliary system; this is the case for the dimer,
where any element of the spectral function is reproduced, or the discrete homogeneous
electron gas, whose auxiliary system displays both the exact spectral function as well as
the exact band structure.

Still, the procedure employed here for obtaining the spectral potential always requires
the full knowledge of the self energy; this approach is not efficient as soon as we aban-
don academic interest and we want an efficient way to study real materials. This is the
issue of the next chapters.
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The connector and dynL.CA

La spéculation est un luxe,
tandis que Uaction est une nécessité|

HENRY-LOUIS BERGSON, L'évolution créatrice

What to do? Mon dieu, quoi faire?
Improvize, you idiot.

PAUL GOLDING, The Abomination

1Speculation is a luxury, whilst action is a necessity.

91






Chapter

The connector

An approach based on an exact solution of the generalized Sham-Schliiter equation
(or its variants) is very interesting from the point of view of principle, but not efficient at all in
practice. Aside from the technical problem of actually solving the equation, which is in general
a non-linear integral matrix equation, an in principle dissatisfaction remains. Indeed, in that
framework, one has first to evaluate both the exact Green’s function G and the full self energy
2 to feed the Sham-Schliiter equation, solve the equation self-consistently, find the spectral
potential vsp, and finally evaluate the spectral function from vsp. A much more convenient
strategy, if Z and G are already at hand, is to directly calculate the spectral function from them,
without the detour in the auxiliary system.

Indeed, the auxiliary system approach is useful whenever it offers a true alternative to the
calculation in the real system. If, to evaluate the effective potential, we still have to pass through
2 and G, there is no much practical gain.

Therefore, if we want to construct an efficient strategy, we must get the effective potential
somewhere else. A promising scheme, employed both in DFT and in DMFT, is represented by
the introduction of a model system and a connector. The model system is a system in which we
can afford to carry out the demanding calculation of the effective potential. Then, the effective
potential in the auxiliary system is the one evaluated in the model, adapted by the connector.
In other words, the connector is the prescription of how to import the effective potential in the
auxiliary system.

To clarify what all of this means, let us have a look at the prototypical example of this ap-
proach: the local density approximation for density functional theory.

5.1 The connector idea: Local Density Approximation (LDA)

In the Kohn-Sham approach to density functional theory, too, we face the problem of how
to find the Kohn-Sham potential v (r). The very first solution to this issue, already presented
in the same paper in which the general theory was developed [7], is to build a model system
and take the potential from it.

The procedure focuses on the exchange—correlation part of the total energy Ex:[n] = F[n] —
Ts[n] — Eu(nl, introduced at page[44] For an extended system, it is assumed that Exc[n] can be
expressed as a sum of local contributions, each of which weighted by the local density, Exc[n] =
[ dPrn(r)ex(r), see eq. @.14).

One way to evaluate the purely Coulomb part of &4 (r) is furnished by its exact expression

93



5.1. LDA CHAPTER 5. THE CONNECTOR

in terms of the exchange—correlation hole, eq. (2.14):

eQ(r) = f o e, (5.1)

[r—r'|

An analogous expression holds true here, where Ex[n] contains also the kinetic contribution
T[n] — Ts[n], which is absent from the expression in eq. (2.14). To account also for this ad-
ditional term, ny is not glven by eq. (2.12), but by an integration of nw over the coupling
constant A [115} 116] with nxc obtained from eq. (2.12) in the case in which the bare Coulomb
interaction is —*— and the local density is fixed to n(r):

1)
Exe(r) = f a3r' f cm”ﬁ (rrﬁ Ixe (1) (5.2)

By the Hohenberg-Kohn theorem, nffg) (r,r') is a functional of the density. However, it con-
tains all the non-trivial many-body effects of the Coulomb interaction as well as the difference
between T'[n] and Ts[n], and an explicit form for it is hard to find.

On the other hand, &y (r) is a local quantity, to which a very important concept, the near-
sightedness principle [117, 118, [43], applies. In simple words, it states that local quantities
mostly depend on local properties of the system, like the local density, or the local external
potential: each electron, in most of the cases, cannot see beyond its first neighbouring shells.
Therefore, at least for slowly varying density, it seems reasonable to substitute each element of
volume d3r around r with a homogeneous system having the same local density n(r). This is
clearly an approximation, but it is motivated by physical insight and it avoids evaluating the
many-body quantity ny(r, r’). Indeed, in this approach, ex(r) is given by its value in a homo-
geneous system with density n" = n(r):

elPA(r) = el (0" = n(r)), (5.3)

which is a much simpler quantity than (5.2). Moreover, from being a functional of the density
function, eq. (5.2), exc(r) becomes a function of the local density n(r). Therefore, the exchange-
correlation energy reads:

EXMn) = fdsrn(r)e)}(’c(nh = n(r)). (5.4)

So far, Hohenberg and Kohn [52]. How does this translate in the Kohn-Sham formalism [7]?
There, an auxiliary system is introduced, in which particles interact with an external poten-
tial, the Kohn-Sham potential vks(r). Its exchange-correlation part v (r) is given by vy (r) :=
6(5’1‘?&')”. Using expression (5.4) for the exchange—correlation energy, the exchange—correlation

potential in the LDA approximation reads:

S ELDA n" =n(r"
vipa(r) = =5, (r[)n] exe(n" = n(r) f a2 (5 B -

dgxc(n ) (5.5)

= EQC(I’lh =n(r)+ o

= v§" (n" = n(),

nh=n(r)

being vXCh(nh) = ‘l/dEdC 7 i and El.(n") = Vn"el (n). We thus obtain a very important result,

which descends from eq. (56.3):
vipa () = 1" (n" = n(@). (5.6)

This equation can be interpreted as a practical prescription to obtain the Kohn—Sham potential:
for each point r we consider a model system, the homogeneous electron gas that has density
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Figure 5.1: A schematic representation of LDA: to the left, the solid, with the
real system (blue box) in which the density n(r) is obtained from the self en-
ergy, and the auxiliary system (red box), in which the same density is ob-
tained from the Kohn-Sham potential. 1) To find the Kohn-Sham potential
we build a model system, the HEG, to the right. There we obtain ch: for ex-
ample from the self energy ="'; both yield the same density n". 2) The LDA
prescription is to set n"* to the local density of the solid, n(r). In this way, the
HEG potential v, can be imported in the auxiliary system, where it becomes

vks(r). 3) Finally, from it, the density in the solid is evaluated.

n" equal to the local density n(r); assuming we know the exchange-correlation potential in the
HEG for the density n" = n(r), v h(nh = n(r)), we take this as the local value of the potential
in the auxiliary system, 1/ (r)
The approach can be generalized in the following way: we first decide that we will import
vgs(r) from a model system. We then choose the homogeneous electron gas as the model
system where the potentlal UKS h(nh) is at hand. Some questions naturally arise: how do we
choose the density n" of the HEG? How can we obtain a local quantity, v (r), out of one

XC h( )? The answer dwells in the connector that is the

that does not depend on r, namely v
prescription that tells us how to use the potential obtained in the model system to represent
the potential of the auxiliary system. The connector suggested by LDA is the local density,
n" = n(r), see fig.

Other connectors are possible. The average density 72 corresponds to the mean density
approximation (MDA): vy, (r) = Uﬁcsh(nh = 71). A locally weighted density n(r) yields the
weighted density approximation (WDA): vy, (r) = vl’é‘éh(nh = W) And so on.

In principle, we can even go beyond and introduce the concept of exact connector. It is a
presciption (a machine) that to every point r associates a homogeneous electron gas of density

= &(r)[n] such that the exact exchange-correlation potential in the auxiliary system is the

exchange—correlation potential of the model system:
vran"=&min | v = v (n"). (5.7)

This equation holds true if the range spanned by the potential in the auxiliary system is a sub-
set of the range spanned by the potential of the model system. LDA, MDA and WDA can be
viewed as approximations to the exact functional &(r)[n]. For example, we recover LDA if we
set &(r)[n] = n(r).

The LDA success The physical arguments that led to the LDA prescription, eq. (5.3), are rea-
sonable and valid in the limit of slowly varying density [52, [7]. However, the success of LDA
goes beyond this limit, and it is usually a very good approximation for a vast class of materials.
The reason for this success has been explained by an important exact constraint that the LDA
functional fulfills.
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Figure 5.2: A schematic view of DMFT, explained in the text; the blue box represents the
real system, the Hubbard model on the lattice. The red box is the auxiliary system, in
which the self energy is local. The green box is the Anderson Impurity Model, the model
system.

Indeed, due to the isotropic nature of the Coulomb interaction [46], eq. (5.1) reads:

1 +00
Exc(r) = —f dpp/ dQpny(r,r—p), (5.8)
2 Jo i

with 7y = fo di nf(@) From this equation it is clear that only the spherical average of nw isrele-

vant to &y¢, which is the quantity we import from the model. Although the exchange—correlation
hole n(’n (r,r') in the LDA approximation can be very different from the expected one, it has
been shown that LDA yields, in general, a good spherical average of it [I19].

The LDA database A more practical reason for the success of the LDA approximation is rep-
resented by the fact that the model system it refers to, the homogeneous electron gas, is one
system. It certainly depends on the value of the density n”, but that can be considered as a
parameter that can easily be tuned to the desired value.

This is a great advantage, as the LDA prescription does not require to solve a truly different
model system for any different material under study. On the contrary, for every material, it
always requires the solution of the same model for different parameters n".

One can indeed just refer to a database, with entries (7, UKSh (n* = n)), that can be evaluated,
with a certain accuracy, just once and for all [103]. The information stored in the database can
be further compressed by a fitting [120] of the potential vig h(nh) as a function of n’; a list of

some proposed fittings is displayed in [102].

To conclude, LDA rests on three ingredients: the choice of the quantity to import (the ex-
change correlation density of energy, or the exchange correlation potential), the choice of a
model system (the homogeneous electron gas), and finally the choice of the connector (the
local density).

Other approaches, that rest on the same viewpoint, are possible.

5.2 Dynamical Mean Field Theory (DMFT)

Dynamical mean field theory, too, fits this framework: I left halfway the discussion on DMFT
in section an auxiliary system with a local self energy Zg,  (w) = Z(w) was introduced to
reproduce the local part of the Green’s function Gjy.(w) = Gj; (w).

How to find the effective potential X(w) is the big issue. The DMFT strategy is to import it
from a model system, the Anderson Impurity model (AIM), which is a single site system embed-
ded in a bath, described by the Green’s function Gapv(w). As the HEG was determined by the
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parameter n", also the AIM is fixed by its non-interacting properties, namely the energy levels
of the bath and the coupling between the bath and the site; these define the non-interacting
Green’s function of the AIM, Yy Yw) := w - Alw), with A(w) hybridization function, which is of
fundamental importance for DMFT.

Once the hybridization function is at hand, one employs a solver to solve the model and
obtain the fully interacting Green’s function of the model, Gapv (w) (step 1 in fig.[5.2). From the
Dyson equation, then, the self energy of the model is Zapv (w) = ¥4, Lw) - GKIIM (w) (step 2).

This is then imported in the auxiliary system as the effective potential X(w) = Zamv (@) (step
3), and it is used to evaluate the local Green’s function G;;(w) (step 4).

But a question remains: which AIM should one use in the beginning? The answer dwells in
the connector, which has not - so far — been fixed. The DMFT approach is to use the Green’s
function itself as a connector: the AIM Green’s function Gapv(w) must be equal to the local
Green’s function of the auxiliary system G;;(w) (step 5). This generates a loop, represented by
the following equations (with / number of the iteration):

solver

1. Sﬁél)(w) — GXI)M(w)

2. 20 @ =94 w-G60
3. 2V == () 59
4. 30w — P w) '
5. Update: GV (@) = GV ()

G @ =Gy )+ Iy ),

that can be iterated until self consistency.

This way of viewing DMFT highlights the interplaying roles of the real system, the auxiliary
system and the model system, in pretty much the same way as LDA: the quantity to import is
different, the model system is different and the connector, too, is different, but the idea is the
same.

However, there is a more fundamental contrast between DMFT and LDA, which resides in
a difference between the model systems they employ, AIM and HEG. The latter, indeed, can
be solved for a wide range of densities even before a real material is considered: one has just
to fix a density n" and solve the system (as we did in section. The same procedure is not
pursued in the AIM: the hybridization factor A(w), that defines the non-interacting part of the
AIM, depends on the particular real system under consideration, and the solver generates a
truly different solution for every different A(w). Therefore, no database is available, and one
has to solve the model system from scratch, at each iteration step, every time a new system is
studied.

This is clearly not efficient if the aim is to have a reliable but quick way of obtaining the
spectral function.

5.3 A generalization

These two paradigmatic examples, LDA and DMFT, show how one can obtain the effective
potential of the auxiliary system from a model system. In the LDA case, the effective potential is
the exchange—correlation part of the Kohn-Sham potential; in DMFT, it is the local self energy.

We can generalize this approach to generic auxiliary systems, like the ones introduced in
section There we focused on the observable p({1;}), whose value can alternatively be ob-
tained in the real system, through the self energy %, and in the auxiliary system, through the
effective potential v, ({u;}).
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Figure 5.3: A general model system approach to find the effective potential of
the auxiliary system.

The generalized Sham-Schliiter approach, eq. (3.5), is an in principle exact way of finding
the value of vp({p j}). However, it is not efficient as it requires the knowledge of both Green’s
function and self energy of the real system.

The model An alternative strategy is followed by LDA and DMFT. It amounts to building an-
other system, the model system, with just two characteristics: 1) It must be solvable (even
approximately); 2) It must provide some quantity which we can identify as the analogous of
vp({y;1), which we call vm"d({pm"d}) A third characteristic is desirable, but not mandatory: 3)

mod( {u
rameters {TIIHOd} which we can change in order to be as close as possible to the auxiliary system.
A model system with no tunable parameters is still an acceptable model, but it is likely to be
too rigid to provide a good source for the effective potential in the auxiliary system (see next
chapter on the asymmetric Hubbard dimer).

In DMFT, the model system is the Anderson Impurity Model. Its non-interacting part is
described by the hybridization function A(w), which plays the role of the tunable parameter.
Clearly, a tunable function means a huge amount of freedom to define the system; on the one
hand, this allows to be as close as possible to the auxiliary system; on the other, it makes more
difficult to find an a priori solution that could be saved and stored. However, once the tunable
parameter A(w) is fixed, the model is solvable, via a solver. Finally, the self energy of the model
is considered as the analogous of the self energy of the auxiliary system, and therefore imported
there.

mod})

The model system, and therefore the quantity v should possess some tunable pa-

LDA is similar: the model system is the homogeneous electron gas. It has a single tunable
parameter, its density n”* that, for instance, can be tuned to the local density, and it is solvable,
approximately or numerically [103]. LDA replicates the scheme real/auxiliary system also in
the model system (see fig.|5.1), hence the natural analogous of v (r) is vl’écsh, and this is indeed
the quantity LDA 1mp0rts.

The connector Set up and solved the model for v the question is how to use this

{u
quantity in the auxiliary system: which is the prescription to transform vg“)d({u;.n"d}), which

mod( mod})

depends on the choice of the model through {T?‘Od}, into the effective potential v, ({u;}) of the
auxiliary system?

The answer is the connector. It is a prescription that states how to import the potential of
the model system into the auxiliary system. Such a prescription is extremely general: it can
consist of tuning the parameters of the model system, {TmOd},
the degrees of freedom {,u;n"d} of the potential of the model system and the corresponding ones
in the auxiliary system, {u;}.

as well as in a relation between

Does the exact connector exist? As we already discussed in the case of LDA, if the range
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Figure 5.4: A schematic view of dynLCA; the blue box represents the real sys-
tem, the red one the auxiliary system. To the left the solid and to the right the
model.

spanned by the potential we want to find, v, ({u j}), is a subset of the range spanned by the

potential of the model system, vgmd({,u‘;‘o‘j}), even changing the model system, namely tuning

the parameters {TIInOd}, then, in principle, an exact connector (a machine) does exist. In for-

mulas, there exists a functional € that, for every v, ({1;}) in the auxiliary system associates the
corresponding potential in the model system: vgwd({,u;.n"d}) = G ymoqy [vp(tu})]-

Clearly, finding the exact connector in practice is another story. Indeed, the model system is
usually a simplified version of the real one, with less degrees of freedom. The exact connector,
therefore, must be able to bring back in v, the degrees of freedom needed for the evaluation of
p.

For example, in LDA, the model system, the HEG, does not account for the inhomogeneities
of the real system; the connector n” = n(r) reestablishes a dependence on r; however, the pos-
sible dependence of v (r) on densities other than n(r) is not accounted for by this connector.
That is why attempts to go beyond LDA are, for instance, the GGA functionals, in which also
the derivative of the density is taken into account by the connector.

Note that, eventually, if one had exactly solved the model system for vg“’d ({p‘}“’d}) and knew
the exact connector, the exact quantity p({A;}) would be available, without passing through the
real system. The amount of information carried by the self energy in the real system is exactly
equivalent to the information carried by the potential in the model system plus the information
carried by the connector.

To which extent one can disentangle the whole self energy information into a model poten-
tial plus a connector is an interesting issue. For example, if in DFT we choose to take the Kohn-
Sham potential from the homogeneous electron gas, it is clear that all the inhomogeneities
are lost there; if one wants the exact Kohn—-Sham potential, these inhomogeneities must be
restored by the connector.

5.4 The dynamical local connector approximation (dynLCA)

Having introduced a general scheme to find the effective potential in a model system, it is
time to turn to the spectral function and its auxiliary system. In section[3.5} we have shown that
the diagonal of the spectral function in the real system, A(r, r,w), can be obtained in an auxil-
iary system in which particles interact via a local, real, and frequency-dependent potential, the
spectral potential vsg(r, w).

One way to find this potential is solving the generalized Sham-Schliiter equation (3.23). As
already said, this method is not efficient, as it requires the knowledge of both Green’s function
and self energy in the real system, which we do not want to evaluate.

The strategy we want to follow, instead, is the same employed by LDA and DMFT: build a

99



5.4. dynLCA CHAPTER 5. THE CONNECTOR

» 40
20
0 wlev]

0.03 -20

Figure 5.5: HSEO06 spectral potential vé’F (w) (in eV) in the HEG as a func-
tion of frequency (in eV), for different values of densities (in a, 3), ranging
from n" =3.93-1073a,3 (r; = 3.93ay, corresponding to sodium) to n" =
3.26-107%ay3 (ry = 1.94ay, argon).
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Figure 5.6: The purely frequency-dependent part v’s‘l_ff (w) of the spectral po-
tential of fig. as a function of frequency, in eV, for the average densities of
the four materials that we will consider.

model system and import the effective potential from it.

The model system The first natural question is: which model system do we choose?

There is no one single exact response to this problem, but just different possible strategies.
The one we follow here is to stick to the LDA choice and use, as a model system, the homoge-
neous electron gas. The reasons are different: first, it is a sufficiently simple system, for which
one can find the spectral function corresponding to some approximation to the self energy
[121,122,(123,[124], and therefore the spectral potential, as we did in section[4.3|for the hybrids
approximation.

Second, the model is determined by one simple tunable parameter n”, its density, nothing
more; therefore, one could consider of solving the model for a wide range of densities and store
the resulting spectral potentials, without need of solving the model each time a new system is
considered, like in DMFT.

Third, the homogeneous electron gas is already a good approximation for systems of slowly
varying density.
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LDA DMFT dynLCA

p(iA:) n(r) Gii(w) A(r,r,0)

vp ({1 VRS (r) Z(w) vsp(r, )
model system HEG AIM HEG
vl ({pred) vh Zamm (@) vl ()

{rinody n” A(w) n"
connector n" = n(r) Gamm (W) = Gjj(w) Alw=-¢) = Alr,r,w)
prescription v’)écs(rz: h ZAM(©) = Vse(r, L;;) -
= Vks nh=n(r) = 2@Gyy@=Giiw) = Vg, (@)

Table 5.1: Auxiliary and model systems for LDA, DMFT and dynLCA: the quantity of interest
p({Ai}), the effective potential in the auxiliary system vy ({u}), model system potential and pa-
rameters and finally the connector.

Fourth, in most of the cases we can consider a system as locally similar to a homogeneous
electron gas at the local density (nearsightedness principle).

For these reasons, the homogeneous electron gas will be our model system. There, both the
real system and the auxiliary system are easier to solve. In particular, for the HSE06 approxi-
mation to the self energy, I showed in section[4.3|that the spectral function in the real system is
even analytical, eq. (4.53). From it, a closed expression for the spectral potential can be easily
obtained, eq. (@.63). The procedure " — A" — v’ is in principle equivalent to a solution of

SF
the generalized Sham-Schliiter equation in the HEG, which is represented by the arrow (1) in

figure

Once the spectral potential vélF (w)[n""] has been obtained for a value of nh, one should carry
out the same calculation for several values of n", obtaining plenty of these potentials. Eventu-
ally one stores all of these data in a file. This file will be ready to be read whenever the potential
of the model for a particular density and at a particular frequency is needed in the auxiliary
system.

Note that, even if the evaluation of the spectral potential in the model system would be
time—consuming, it would be nonetheless worthwhile. Indeed, the model system we have cho-
sen must be solved just one time. In principle, every real material will refer to that same calcu-
lation. Therefore, a little effort is not a waste.

The result of this procedure for the HSE06 self energy of section[4.3]is shown in fig. the
frequency-dependent spectral potential ng (w) for densities ranging from n" = 3.93- 10‘3a6 3
(average density of sodium) to n’ =3.26-1072 a, 3 (average density of argon). The data needed
to plot that picture are freely available on the ETSF website, https://etsf.polytechnique.
fr/research/connector/dynLCA. They can be downloaded and used by anyone who would
like to do a HSE06 calculation on whatever material.

Finally, note that the spectral potential, both as a function of frequency and of n", is pretty
smooth Therefore, one can think, in a second time, about fitting the dependence of vé’F onw
and n", obtaining an even lighter (hence more efficient) method for carrying the model system
data.

11 remind that, below the bottom of the occupied band, many definitions of the potential are possible, that can
make the potential smooth even in the region around the bottom of the band itself (see section.
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5.5 The connector

Once the potential is at hand, it must be imported in the auxiliary system. This is the most
difficult part of the method, as we would like a universal connector, namely a single prescrip-
tion that, for any real material (a metal or an insulator), tells us how to modify the spectral
potential of the HEG in order to exactly reproduce the diagonal in space of its spectral func-
tion.

The connector must depend on simple quantities of the auxiliary system, like the Kohn-
Sham potential or the local density. Through these, it must be able to bring back some de-
pendence on r in the model system potential vé‘F (w), which is clearly completely absent in the
HEG.

5.5.1 General structure of the connector

An equation that relates the diagonal of spectral function of the solid, Asr(r, r,w), with the
one of the model (the homogeneous electron gas), Agmnh(w)’ both seen in their correspond-
ing auxiliary system and both evaluated with the same expression for the self energy, is not
straightforward. The reason is that the two spectral functions are usually very different: for in-
stance, the homogeneous electron gas is always a well-behaved metal, while the real system
can present gaps, spikes, isolated non—dispersive bands, and so on.

This is where the connector idea comes into play. For each point r and each frequency
w, Asp(r,r,w) is just a real positive number. This number belongs for sure to the range of
AgFlnh (w), which is [0, +00) in most cases (see fig. l .

Naively, one could introduce a function & (r, ), which, by the Hohenberg—Kohn theorem,

is a functional of density, through which:

Asp(r,r,0) = Al (5.10)

h
SF|n!=F (r,0)(n] (0—p+ 'unh:ff(r,w)[n])'

In this formula the chemical potential of the solid p has been aligned with the one of the model
system ”Z , in order to define energy in the two systems. In this way, one fixes the frequency ar-
gument of the model spectral function, and just selects a particular density " of the model sys-
tem, taking advantage of the fact that, by tuning that parameter, Agth (w— p+ p') can assume
whatever positive number. However, this equation cannot hold in general. In particular, prob-
lems arise in the unoccupied region. There, the smallest possible value for Agth (w—p+pis
Agth ow—p+ ,uZh: o) namely the spectral function of the homogeneous electron gas with no
electrons at all. If, for some r, Asg(r, r,w — ) is smaller than Agth: 0(a) - 'UZ’“: 0) (for instance,
a gap in the unoccupied band, where Agg(r,r,w) = 0), it cannot be represented by eq. (5.10).
This is shown in figure[5.7}

The reason of the failure suggests also the way to overcome the problem. Indeed, as can be
seen from fig. [5.7]one just needs to shift the chemical potential of the model system to be able
to catch also the part of the spectrum in the shaded area. This new approach amounts to a shift
of the frequency argument, independent of the chemical potential uZ ,» that allows small values

of Agth (w) also in the empty part of the spectrum of the solid. Therefore, we introduce a non—
h

trivial correction c(r,w) in the frequency argument of ASFInh (w), which in principle allows for a
complete reshaping of the spectral function of the model system:

Age(r,r,w) = Al w - c(r,)). (5.11)

SF|n"=% (r,w)[n] (

With such a general ¢, we can restrict % to a simpler functional of the density, the local density.
Of course, different choices are possible, like an average density or a weighted density, or leave
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Figure 5.7: Schematic representation of the discussion at pag. In blue,
Agp(r,r,w) (the DOS of Argon obtained with the hybrids self energy), while
in different shades of red some Aé’Fln , (W) corresponding to different densities

n" (the curves corresponding to homogeneous electron gases with the average
densities of sodium, aluminum, silicon and argon are included). All spectra
are aligned with their Fermi energies at w = 0. If the blue spectrum lays in the
shaded area, no homogeneous electron gas exists which is able to reproduce
it.

a more general functional & [n(r)]. It can be shown that the final results do not depend too
much on this choice. The important point is that we remove the frequency dependence from
the choice of the homogeneous electron gas (which n") to use. Thus, we assume the following
ansatz:

Agp(r,r,w) = A w—c(r,w)). (5.12)

4 (
SF|n"=n(r)
Sham-Schliiter approach If eq. holds, a Sham-Schliiter equation can be set up. The
auxiliary system Green’s functions for the solid and for the model are Gsr and GQF respectively,
where we drop the subscript n" = n(r), which is implied. They can be derived from the same
non-interacting Green’s function Gy via the following inverted Dyson equations:

Gat (r,1",0) = Gy (r,1,0) = [v™ (1) + v (1) + V55 (r, @) |6 (r = 1)

(5.13)
GélF_l (r,r',0) =Gy (r,r',0) - vg’F @6 (r-r")

with Gy (r,r/,w) =6 (r-r') [w - (—%2)] for both systems. In the framework of auxiliary sys-

tems, these relations are in principle exact. By shifting the frequency argument of ¢(r, w), from
the second of eq. (5.13), G (r, 1, w — c(r,w)) is equal to:

GgF_l (r,r,w-cr,w) = Gy? (r,r,w)- [UQF(w —c(r,w)+ c(r,w)] 6(r-r') (5.14)
This equation is exact in the homogeneous electron gas, and we implement it in the solid by
localizing c(w) in the spirit of LDA. Thus, one can bypass G, 1 and directly relate GS_F1 (r, r, w) to
GgF’l (r,r,w-c(r w):
Ggp (r,r,0)=G& ! (rr 0 —c(rw) +

- {veXt(r) + vy (r) + vd5 (r,w) — ¢ (r, ) — Ué’F(a)— c(r,w))}é(r— r).
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Inverting this equation, we obtain a Dyson-like equation between Gsp and GSF:

Gsg(r, 1, 0) = G?F (r,r,w-c(rw) +fdi’G£’F (r,F,w—c(r,w)) {v’s‘g (F,w) +
- ng (w—c(F,w) —c(Fw)+ v (F) + vy (f)}GSF (F, 1, 0).

To this expression one can now apply eq. (5.12), and obtain:

0 :fdf{ugg (F,0) = v (0 = ¢ (F,0)) = ¢ (7,0) + 0™ (7) + vy (P)  x
x Im [Gé’F(r, F,w—c(r,w))Gsp (?,r,w)] )

which can be solved by setting to zero the kernel in curly brackets. This yields the desired
relation between the potentials:

VR (r,w) = (w-c(r,)+cr,w) —v™FE) —vur) (5.15)

h
USEint=n(r)

or, adding the external and the Hartree potentials to the exchange—correlation part of the spec-
tral potential:

vsp(r,w) = w-c(r,w)+c(r o). (5.16)

UélFlnh:n(r) (
Homogeneous systems If the system under consideration is the homogeneous electron gas
itself, in which v**'+ vy = 0, the previous equation must be equivalent to the identity VR (r, ) =
UélFlnh:nh (w); this is the case if ¢"(w) = 0. More interesting is a homogeneous system in which
v™' + vy # 0. In such a case, the resulting spectrum is just a rigid shift (by v® + vy) of the
spectrum of the homogeneous electron gas, hence, from eq. (5.12), c(w) = v®*' + vy, and eq.
reads:

Ve (r,w) = (w—v™ - vp) ifnr)=n

h
USEint=n
. . g K2 .
For such a system, the chemical potential is p = 7’” 4oty pHy Zh(kp), with kp = (37%n)'/3. For

2
the homogeneous electron gas with density n!* = n, the chemical potential is uh = % + Zh(kp),
with the same kg, which is determined by the density only. It follows that v + vy = p — u”,
and the previous equation becomes:

v o) = vl (@-p+p") ifnm) =n (5.17)

This is the connector we will start from to treat real system in the next chapter. We will finally
realize that a more powerful prescription is needed, in the spirit of eq. (5.15), with a non-trivial
choice of ¢ (r,w).

5.5.2 Perturbation expansion

The structure of eq. is confirmed by a first order perturbation expansion in the exter-
nal potential. Indeed, one can assume the existence of the spectral potential ng (w) in the ho-
mogeneous model system, where vt + yyy =0, and then turn on a small perturbation § ve(r).
The analysis is carried out in appendix[G} eq. (G.5); the resulting exchange—correlation part of
the spectral potential reads:

v (r,w) = ng () +/xyzng_1 (r,x,w) Im[Gh (x,y,0) [(6v™ D +6va(»)6(y—2)+

+82(y,2,0)] G" (2,%,0)| - (6v°(r) + Svu(r),  (5.18)
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with, at the right hand side, the first order changes in the Hartree potential 6 vz (r) and in the
self energy 6% (y,z,w), stemming from the small inhomogeneity driven by §v**'(r). These
quantities, pertaining to the real system, are handled by Green’s functions of the homoge-
neous system only, which we can in principle evaluate just once and for all, no matter 6 v (r).
These are the Green’s function G” (r, r',w), its auxiliary system counterpart G (r,r’,»), and
the quantity {!;(r, 7, @) := Im [GL(r, 7, 0) GEL(r', 1, ).

A further decomposition is useful for the discussion (compare with eq. of appendix
[G): we can gather the terms involving the external and the Hartree potential on the one hand,
and the term involving the self energy on the other. The result is:

Uit (r,m) = {USF () + yngF_l (r,x,0) Im[Gh (x,y,0) 62 (y,2,0) G" (z,x,w)] } +

x,),
+f
y

with " (r, 7', w) := Im [Gh(r, r, )G, r, )], the corresponding ofng(r, r’,w) in the real sys-
tem. This formula separates quantities related to the exchange—correlation part of the interac-
tion (first line) from quantities related to the lattice (v®*'(r)) and the classical interaction energy
vu(r). In particular this last contribution is zero if h=¢ é’F, which is not the case as the Green’s
function G" and GgF are usually different (only the diagonal of their imaginary parts is the same
by definition).

ffgp_l(r,x,w)fh (x,y,w)—é(r—y)] (v +6vuy), (5.19
X

Therefore, the last term measures both the departure of the auxiliary system Green’s func-
tion from its real system counterpart, through the factor [{ é’F‘lf " —1], and the inhomogeneity
of the system, via the explicit factors § v*(r) and Svy(r). We call it € [6 v + 6 UH(r)] -
(6v™Ur) + 6 vu(r)).

The terms in curly brackets, on the contrary, are non zero even if {" = { QF. They are both
due to the exchange—correlation part of the interaction, which is completely accounted for by
vélF (w) in the homogeneous system. In the real system, the inhomogeneity correction 6Z is lo-
calized by the product of different Green’s function, all pertaining to the homogeneous electron
gas. The connector idea is based on this observation: if the triple integral in eq. is small,
since the physics it contains is analogous to the one in ng (w), one can assume the existence
of a small corrector 6 c(r,w) such that the triple integral contribution can be absorbed by the
frequency dependence of vé’F (w) through a shift of it by 6 ¢(r, w). In formulas:

vé’F (w) + f

X,y,2

Z8 o, x,0) |G (x,5,0) 6% (1,2,0) 6" (2,x,0)| = vl (0 - 6c(r,), (5.20)

with 6 ¢(r,w) defined through a Taylor expansion of vg’F (w—6c(r,w)) around vé’F (w):

dvé’F (w) B

-bc(r,w) fg‘F_l(r,x,w)Im[Gh (x,y,0)6Z(y,2,0)G" (z,x,w)]. (5.21)

dw X,¥,2
If these assumptions are correct, eq. reads:
veE (r,w) = ng(w —§c(r,w)) +€ [§v™(r) + vu(r)] — (6v™*'(r) + vu(r)), (5.22)

which is exactly?|eq. (5.15) once we identify the function c(r, ) with the functional € [v™" + vy]

fy’x ng_l (r,x,w) " (x,y,0) (v™(y) + vu(y)), both with the same homogeneous limit v + vy.

2A slight difference with the previous derivation is that here the model system, the homogeneous electron gas, is
fixed to a certain predetermined value of density.
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5.6 Model systems without auxiliary systems

Three systems, the real one, the auxiliary one and the model one, are a lot. One could won-
der if the auxiliary system is needed at all.

Indeed, sometimes its introduction is completely avoided, and one uses the model system
and a connector to directly approximate the real system. This is the case for the Thomas—Fermi
approximation in DFT, DMFT as it is usually seen and the Sham-Kohn quasiparticle local den-
sity approximation.

Thomas-Fermi The Thomas-Fermi approach [125}[126] is a way to approximate the kinetic
energy density #(r) of the real system, defined by T = f d3rn(r)t(r). It follows exactly the same
line of thinking of LDA, just there is no Kohn-Sham system and the quantity to approximate
is #(r) instead of v (r). The idea is to import £(r) from a model system, the non-interacting
homogeneous electron gas, with the local density as a connector, n' = nw).

The kinetic energy density in the non-interacting HEG is given by " = 3 (37%)23nh?/3.
Therefore, in the real system, using the local connector n’ = n(r), the kinetic energy reads:

T = f d*ramel,_ = 1%(3712)2’3 f dr(nm)]*"”.
This is an explicit density functional. Together with the external and the Hartree term, it can be
used to describe physical systems. However, its performances are limited [127], and the reason
is mainly to be searched in the poor description of the kinetic term, which often plays a domi-
nant role in the energy contributions, see fig. Viceversa, the auxiliary system approach of
Kohn-Sham yields most often a very good description of the ground state, also because of the
exact, although non-interacting, treatment of the kinetic energy term.

DMFT (standard point of view) In DMFT, one can also think not to introduce the auxiliary
system in which the self energy is local. Simply, by referring to fig. line 3, the self energy of
the model system Zayy is directly imported as the self energy of the real system. One therefore
makes the assumption that Z; j(w) = §;jZ(w) = §; jZamm(w). Only the local diagrams of the self
energy are retained to evaluate the local Green’s function. This is clearly an approximation, as
the non-local diagrams, which in the real system should be considered, are disregarded.

On the other hand, if one introduces the auxiliary system, there are no non-local diagrams
for the self energy. In the auxiliary system, the local Green’s function is obtained exactly from a
local self energy, which can be found from a model system (the AIM in this case).

5.6.1 Sham-Kohn Quasi Particle LDA

An approach very close to dynLCA, which nevertheless does not rely on any auxiliary sys-
tem, is the local density approximation introduced by Sham and Kohn in the least known of
their three papers of 1965 [128]. Their idea is to approximate the self energy with a local ex-
pression, and then use this form to evaluate approximate excitation energies. Indeed, they
consider a system of almost constant density, n(r) = ng + n; (r), where n, is small and has zero
spatial average. They show that:

2(r,r,0) =2 (r -1 0 - v™(re) — vu(ro)) + f s ()Y (r, 1’19 — 5,0 — v™(ro) — vu(ro))

with =V a short-range function of r — s, and r the average position %’r Therefore, for slowly
varying densities, to a first approximation one can neglect the additional term on the right hand
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side, and simply take the non-local self energy Z(r,r’,w) from the model system. To set the
HEG, they use for a connector the density of the real system evaluated at r:

S r,w) ="

h=n(ro) (r—r",w-v™(ro —vulro). (5.23)

This equation is very similar to the DMFT relation X;(w) = §;jZam(w). Note by contrast that
the connector acts also on the frequency argument, shifting it by the same local alignment of
the Fermi energies we will use also in our theory, see eq. (7.14). That shift is needed to re-
produce the limit of slowly varying density, [129} [128], where we expect the approximation to
well describe the system. It allows the model system to take into account both the external
and Hartree potentials, which sum to zero in the HEG. With such a choice for the frequency
argument, “the functional form of the self energy is independent of any uniform shift of the
electrostatic potential” [128]: indeed, the Schrédinger equation for the effective Hamiltonian,

_v; + vty oy + 2w - vt = ) ¢ = w¢, can be also written as [—%2 + 3w - v+ vy ¢ =

(w— v™' + vy) . If the density is constant, it reads [—%2 + Zh(w)] ¢ = we, which is the expected
result.

Subsequently, they approximate the non-local operator by a local one, with a WKB-
like argument; to this aim, consider the quasi particle equation (2.40):

hH(r)</Jn(r)+fd3r’2(r,r',8n)</)n(r’) =€,Pn(r), (5.24)

and, in the same limit of slowly varying density, restrict the set of eigenstates to plane waves
@k (1), labelled by a local momentum k(r).

When the self energy operates on @) (r) ~ e’¥"7 since these are the eigenstates of
the HEG, we can substitute it with its eigenvalue (mathematically, a Fourier transform does the
job; the r-dependence of k is neglected):

fdsr’zh (r-rex) prrh = ="

n=n(r)

(k(r), ex)@r(r).

The idea is to use the local operator zZ"zn(r) (k(r),a) — () — vH(r)) instead of the non-local
self energy, no matter if the eigenstate is not a plane wave. A third step is the Thomas—Fermi
approximation, u = “Zh:n T v*(r) + vy (r), which allows one to remove the explicit spatial
dependence from eq. (5.24), that becomes:

w-—e) - th:n(r) (k,w—p+ HZh:n(r)) =p- “Zh:n(r)' (5.25)
arelation that defines the local wavevector k = k(r, w); this choice guarantees that k = kr when
€ = p (Fermi surface). The self energy is thus replaced by the following local operator:

_vh
Usk (r) (1)) - znh:n(r)

(k(r,a)),w—u+yh ) (5.26)

nh=n(r)

with k = k(r,w) the solution of eq. (5.25). Note that this potential is in principle an approx-
imation to the self energy, local and in general not real. It is not designed to have the exact,
e.g., spectral function. This approximation, called Quasi Particle Local Density Approximation
(QPLDA) has been first used in real materials by Pickett and Wang, to describe the spectra of
insulators [130, [131].

HEG Inthe homogeneous electron gas itself, these equations read:
vé‘K (w) = ZZh(k(a)),w)

0 _ <h
ey -3t o) _ =0,
w-—g . —2Z (k,w) . 0
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Figure 5.8: A comparison between the spectral potential vé’F (w), eq. [@.63),
and the Sham—-Kohn potential vglK (w), eq. (6.27), in the HEG, corresponding
to the HSEO6 self energy. Above, the potentials, and below the spectral func-
tion they yield.

Considering a static self energy >h(k), the second equation is the definition of ky(w), see page

Therefore the Sham-Kohn potential can be written as:

k2 2
h _vh _ 2

v (@) =2, (ko(@)) = 02 a (5.27)

k=ko(w)

The last expression is extremely similar to the spectral potential ng (w) of eq. ([@.63), with the
difference that here the derivative of the self energy has been replaced by a zero in the denom-
inator. As the two expressions are different and the spectral potential ng (w), eq. (£63), is the
only potential that yields the correct diagonal of the spectral function, it is clear that vé‘K (w) will
not yield the exact spectral function of the HEG, as can be shown.

On the other hand, this potential is, in the homogeneous electron gas, the one of eq. (4.74),
which we introduced to have the correct band structure, see fig. There the exact spectral
function, too, could be recovered, by changing the prescription on how to evaluate it. Since we
were in an auxiliary system, having a new functional to get the spectral function was in princi-
ple admissible (compare with the total energy or the gap of the Kohn—-Sham system). Here, on
the other hand, since there are no auxiliary systems but vélK (w) is just an approximation to Z,
we cannot easily implement a different prescription, and we must conclude that the spectral
function evaluated with vé’K (w) is not the expected one, see fig. and fig.
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After these three examples, we can appreciate the importance of having an auxiliary system,
in between the real and the model systems.

The auxiliary system fixes the quantity of interest, and by doing so it states what it is possi-
ble to obtain in principle and what it is not. Furthermore, it leaves more freedom in defining
functionals, as they do not have to be the same ones that one would define in the real system.
Finally, it often already constitutes a good basis to start approximating.

The connector approach is extremely useful when some quantity is needed, but its ex-
act expression is too difficult to evaluate. Therefore, one resorts to calculate that same
quantity, or something very similar, in a model system, and then to import it. The pre-
scription on how to import a particular quantity is the connector. It is based on physical
insight, and it is the most delicate part of the method. In the next two chapters, I will
test this approach for the asymmetric dimer and for realistic materials, showing how
different can be the results depending on the choice of the particular connector.
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Chapter

The connector for the Hubbard dimer

Before passing to real materials and test the connector idea there, I present here another
situation that presents non-trivial effect of inhomogeneity. In this case, the use of a model
system is particularly suited. I will focus on the choice of which quantity should one import
from the model system. Different choices clearly imply different performances.

The system I consider is a slightly modified version of the Hubbard dimer of section 4.2} in
which the two sites 1 and 2 are here at different energy e; and e,, with e; > e»:

FI=—tZ(cwczg+czaclg) Ze,nl+UZn,Tn,1 (6.1)

The on-site energy term e i + exAlp can be recast in the form: E (7 + Aip) + % (71 — Ain), with
E:= % the average energy and D := e; — e, their difference. Through a redefinition of energy
(a shift of H) we can always choosE = 0; in this way, the parameters that define the system are
t, U and D, all positive. To simplify the notation, we measure the energy in units of ¢, defining
the reduced quantities H/¢:= H, U/t:= U and D/t := D. Thus, the Hamiltonian reads:

D . L
2(61062g+620610) E(nl—n2)+UZniTni1, (6.2)
i

g

which tends to the symmetric dimer Hamiltonian in the limit D — 0. D can be regarded
as an external potential that alters the symmetry site 1 —— sifte 2 and creates inhomogeneities
in the dimer. Although it looks like an innocuous parameter, its non—zero value makes every-
thing more complicated. Indeed, even if this Hamiltonian looks pretty close to the one of eq.
{@.10), for D # 0 it is more difficult to obtain the Green’s function, and from that the spectral
function. The reason is the non-trivial interplay between the inhomogeneity set by D and the
interaction U. This is where the model system idea will come into play.

Note, finally, that the situation I just sketched is similar to the one that I will discuss in the
next chapter, when dealing with real materials. Also for real materials problems arise because
of the interplay between inhomogeneity, set by vet(r), and the Coulomb interaction between
electrons; when the former is zero, we are in the homogeneous electron gas, which is easier
to solve. As soon as the external potential is switched on, on the other hand, everything be-
comes more complicated and, in general, one cannot easily disentangle inhomogeneity from
interaction effects.

1 This choice is different from the one we made in the symmetric case: there, we set i = 0. As a consequence, the
. . 2
two energy axis are shifted by the amount /1 + DT.
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Figure 6.1: Position of the poles of the Green’s function w) = ey — e_, with ey in eq. (6.6), as a
function of U, in units of t, for different values of D, as indicated.

6.1 The real system: one-fourth filling solution

As in the symmetric D = 0 case, we will focus on the case of N =1 electrons. Diagonalizing
the Hamiltonian (6.2), we get the eigenvalues e, = i%v4 + D?. The Fermi energy is thus p =
- % V4 + D?, and the associated eigenstates are:

|+,0) =cosp+|o,0)+sinp.0,0), (6.3)

wit [tanp. | 1= —% (D +V4+ DZ). As in the symmetric case, we break the spin symmetry by

choosing a spin—up electron as the ground state, |GS) = |-, 1). The difference in the occupation
)
of the two sites is given by: n; —n; = } +2E2Z -, which is zero in the symmetric case and tends to

ny = 1 for large D, as the assumption e; > e, favours the occupation of the second site, lower in

energy.

The Green’s function Gj; 4 (t, t') 1= —i(GS| T¢;s (1) C‘j G(t' ) |GS) associated with this system is
evaluated in appendix[D] via the Lehmann representation. The result is trivial for the spin-up
case: the single electron in the ground state can be removed, or another spin-up electron can
be added to the system and it will go to the antibonding orbital, where it will not interact with
the first. As a result, the spin—up Green’s function is always non-interacting:

AV A
Gijjw)=—ty —L (6.4)
w—e_—ln w—e++m

with weights defined as A(l.)j(i) = |6i1c08p+ + 28N+ ||6j1C08Pp+ +0j28inpy|.

2In particular, cosp+ = sinp_ and sinp; = —cosp_ and, for D = 0, cospP=0 = sinpP=0 = \sz The ma-
trix of change of basis, from the site basis {|i,0)} = {I1,0,10,1),11,0),10,])} to the bonding-antibonding basis
cosp_  sinp_ 0 0
— —f_ _ . . . _|sinp- —cosp- 0 0
{loy} ={1x, 00} ={I-, 10, 14, 1, 1= 1), 1+, D} is (ali, o) = 0 0 cosp_ sinp_
0 0 sinp- —cosp—
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(©0D=1.0 (d D=2.0

Figure 6.2: Diagonal of the spectral function A;; | (w) as a function of w and U, in units
of t, for different values of D, as indicated. A broadeningn = 0.3 is added for clarity
reasons. The behaviour of the poles as a function of U is the one of fig. (6.1)).

On the contrary, the interaction enters the spin-down Green’s function, that reads:

2
. 1 2 _ .
3sin’ p- DAk [COSP— (emD—U) eﬂ)“mp‘]
w-(ez—e)+in 4 T3, w—(ey—e_)+in

1 ..
—3sinp_cosp-

G, (w) =

G =G =
12 (@) = G21, (@) = —= (ea—e)xin
1

i 2 2 .
N Z WAL [COSP— —simp- e1+(D—U)] [COSP— (m - e,l) +Slnp_]

A=13.4 w—(ey—e_)+in

(6.5)

2
1 1 —si 2
3 cos?p_ WAL [cosp_ sinp_ eﬁ(D_U)]

—(92—9—)+i17 A=1,3,4 w_(e/l—e_)‘Fin

’

Goy,| (W) =
w

with the relevant N = 2 excitation energies defined by:

e = g [U—rcos(@—g)]
e =0
egzg[U—rcos(9+%)] 66
ey = %[U—rcos(9+n)],
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with the parameters:
Z*:=9D*-U*-18

r?:=3D* + U*+12

2
z°U
cos30::—3,
r
d th lization factor defined as 3 A7 = 1+2 | — 21)* 4 2(—1 )", The poles of
an e normalization factor delined as 5 /¥ ;" = + e+iD-U 2 + e+D-U| - e poleso

the Green’s functionare w) := ey —e_ = ey + % 4+ D?, and they are shown in fig. The diago-
nal of the spectral function A;j s (w) := % |ImG,~ j,g(w)| is shown in fig. Although the Green’s
function still presents four discrete poles, its expression is more complicated thanits D =0
counterpart; in particular, the poles w, with A # 2, real solutions of a third order equation, are
intrinsically more sophisticated numbers than their D = 0 relatives, as, in general, they cannot
be expressed in closed radical form without the use of complex numbers or trigonometry [132].

Therefore it is clear that, although the exact solution is at hand, one would like a quicker
and more efficient way of obtaining the spectral function. Thus, one faces two alternatives:
approximating the real system or building an auxiliary system.

6.2 Approximations to the self energy

When the exact solution is out of reach, the standard approach is building approximations,
that can rely on an expansion of the self energy and a truncation of it.

The approximate self energyﬂifj (w) determines a frequency-dependent Hamiltonian H l“] (w) =

h?j + Z?j (w). Its eigenvalues ef(w) enter the pole equation w — ef(w) = 0, whose solutions w

are the position of the poles within the approximation X%. In particular, from the form of
D _
. =2 p | and the fact that the off-diagonal elements of the self energy are equal, the
ij -1 -5
pole equation reads:

o 20 (@) + 25 () 2
0=0i-A'%) = o-|—"—\/[1-2p| +

D+3% (w) - 24, (®) 1
2

(6.7)

6.2.1 Hartree approximation

The simplest approximations to the full self energy are the Hartree and the exchange ones,
that correspond to no correlation in the double occupation: {7;17;)) — (7;1) {(Ai;]) = Ny ;.
The interaction energy is thus Eyg + Ex = U Y_; n;1 n;). Since the Hartree term does depend only
on the total density and, for N = 1, the exchange term is supposed to exactly balance and cancel
it, we can defindP}

EH:ng:nlz EX:—%;(n?T+nfl),

from which the Hartree potential is:

3The self energy we consider here is the full one, and it also contains the Hartree term.

4For just one electron in the spin—polarized ground state that we have chosen, n;; = n; and n;| =0, thus Ex =
—Ep as expected. For unpolarized systems, n;; = n;| = %ni leading to Ex = —% Y n? = —%EH.

5An alternative definition of the Hartree potential, in which the latter is spin-dependent, is presented in appendix

il
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(b) D=1.0

Figure 6.3: The Hartree approximation. The blue surface is the exact spectral function, the same
asin fig. while in white the one evaluated with the Hartree approximation, eq. (6.8).

This is a static potential, unable to split the number of peaks of the non-interacting spectral
function. Indeed, from eq. (6.7) with Z?j (w) = v?5 ij» the poles are:

U
o} = S EVI+I?, 6.9)

with & := W. The resulting spectral function is shown in fig. The Hartree approx-
imation is nonetheless already a good description of the system: it is an improvement with
respect to the free—particle approximation U = 0, in which the position of the poles would be
U-independent. Since the Hartree potential le depends on U, the two peaks w? of the Hartree
spectral function interpolate well between the four peaks of the spectral function of the real
system. In particular, the Hartree approximation is always a good approximation for small U,
independently of D. By contrast, for large U, where correlation effects become important, the
correspondence is worse.

6.2.2 The GW approximation

The non-interacting Green’s function has always two poles, in correspondence of the bond-
ing and the antibonding eigenenergies. Any static approximation to the self energy will at most
shift these two poles, but il will not change the number of them. To split the poles and have at
least four of them, like in the real system, a frequency-dependent self energy must be consid-
ered.

The GW self energy is one of them: it is a non-local, complex and frequency dependent
self-energy. In appendix [H we propose two alternative GW-like approximations. In one of
them the bare and the screened interactions are spin—-dependent; this formulation is closer to
the Feynman rules set by the Hubbard model (for instance, the exchange self energy is zero
and the spin—up Green’s function is always exact), and has the advantage of exactly solving the
D =0 model.

The other formulation, instead, employs a spin-independent interaction [96], and it is closer
to usual GW in solids. It does treat spins on the same footing, adding additional poles to the
spin-up Green’s function (6.4). Moreover, it does not solve exactly the D = 0 system, and this
is precisely the reason why we employ this formulation, and not the former, for the following
discussion.

In particular, the self energy %" we consider is formed from the non-interacting Green’s

function G° and the RPA polarization ng A - —iGYGY, that dresses the bare interaction, evalu-
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Figure 6.4: Position of the poles of the spin-down GW Green's function as a function of U. Solid
line, exact results, as in fig. dots, GW poles, from (H.25).

ated with non-interacting Green’s function, too. It reads:

. d(,l), N
@) =i f =G 0+ W) =

_i-pH U2 0) 0(+)

==645,6;;Un; + + ’
o,10ijun; LD w— (e_ _ lsigna) —insigno w-—(es+D)+in
1

with 2 :=4(1+ DTZ) +—2U —. The poles of the Green’s function evaluated with this self energy are

1+22

4
the solution to the equation 0 = 01— [fz o+ iﬁowo (w)], explicitly given by eq. (H.25). In fig. ‘
we show the GW poles of the spin—-down Green’s function for two values of D, as a function of
U. This approximation works well for small interaction, while it tends to close the gap between
the Hubbard bands for larger value of U. On the other hand, it seems that, apart from the fourth
pole, its performances improve for larger values of D.

6.3 Dynamical Connector Approach (dynCA)

6.3.1 The auxiliary system

Instead of approximately solving the real system, we can work with an auxiliary system that,
in principle, exactly targets the spectral function, precisely as we did in the symmetric case. We
can define the auxiliary system (for the spin—-down part of the spectral function) by replacing
the self energy of the real system with a real and frequency-dependent potential vsg ; (w), which
in this case does truly depend on the site, as the two sites are no equivalent anymore:

Gap (@) = Gy (@) — vsp i (). (6.10)

The aim is reproducing the position of the poles. These are independent of the particular basis;
therefore, it is useful to express the previous relation in the bonding-antibonding basis, where
the non-interacting Green’s function G° is diagonal, and the spectral potential reads:

D
2

V(w)— —=2=Av(w) L_Av(w)
Vap(@) = 3 (ali) vsp i (@) <ilf) — VD VD, , (611
i=1,2 mAv(w) Viw) + mAv(w)

with V(w) := %(Uspl((,l)) + Usp2(w)) and Av(w) := vsp1(w) — vsp2(w). A local potential in the
site basis, whose value depends on the particular site, is no local anymore in the bonding-
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antibonding basis. In this basis, the equation that defines the auxiliary system becomes:
GS_Flaﬁ(w) =Gy (@)0ap — Uspap(®), (6.12)

with Gg_l(a)) =w-—ey, eq = €4 = +1V4+ D2, The previous equation defines the frequency-
dependent effective Hamiltonian in the auxiliary system, namely:

Hgp qp(w) = eq0qp + Usp ap (). (6.13)

This Hamiltonian, which is not diagonal due to the presence of the local potential, can be di-
agonalized; it reads:

V(w)— /1 + (2r4u@)? 0 614
- .
0 Viw)+4/1+ (250

In this third basis, the Green’s function simply reads GS‘Fl (w) = w1 - Hsp(w). Since, as already
stated, the position of the poles in a discrete system does not depend on the basis, the poles of
the Green’s function Gsg ; j(w) are determined by the equation:

L 0= Vi) -1+ (25522 =0
0=wl-Hsf(w) <— > (6.15)
0= V@ + 1+ (2529 =0

If vsr ; (w) is the exact potential, these two equations must possess the fouﬂz_;] solutions w,, the
poles of the Green’s function of the real system.

However, we test the situation in which we would rather not solve the real system, because
the solution is too complicated, or too time-consuming. Therefore, we will pretend not to know
the exact position of the poles, solving the previous equations for vsg; (w).

On the contrary, we will find the potential somewhere else, put it in eq. and obtain
the resulting position of the poles wgg 3. To benchmark our approach, we will compare wgg ) to
the ones obtained via the reference calculation in the real system, w,.

Hsp(w) —

6.3.2 The model system

The approach we will follow here is to import the spectral potential vsg;(w) from a model
system. The natural candidate for this role is the symmetric Hubbard dimer, in the same way
as the homogeneous electron gas will be the model system for real crystals. In both cases,
inhomogeneities (or asymmetries) are absent, and an exact solution of these models is easier
to obtain (it is the solution of section. Once the potential in at hand in the model, we import
it in the auxiliary system via a suitable connector.

The connector is a very general prescription that states what to import and how to do that.
Both aspects are important. In this chapter we will focus on the first issue, while in the next
one, when we will discuss real materials, we will mainly discuss the second. The reason is that,
in this case, we do not have much freedom on choosing how to import things. Indeed, once
t, U and N are considered as fixed, there is no tunable parameter in the symmetric Hubbard
dimer.

We will adopt, as a connector, a pole-by—pole correspondence: that is a prescription on how
to fix the frequency argument in the model system, for a certain value of frequency in the real
system. As the two systems are discrete, the spectral function is zero for most of frequencies.
There, the spectral potential has an undefined value. On the other hand, we can imagine that,

80ther solutions are allowed if the derivative of the potential diverges, as in the D = 0 case
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switching on D from a D = 0 initial situation, the nature of the poles be unchanged, and the
potential needed to reproduce a certain pole w} is close to the potential we used to reproduce
a)aD :0), evenif wy # a)(AD =0, Therefore, it is not the energy w, that matters, but the state 1. We

use the latter as a connector, namely we set:
vsri(@p) = Usg(@)), (6.16)

where s stands for the model system, the symmetric dimer. Note that the right hand side does
not depend on the site i, as the model system we are using is not flexible enough to account for
such a dependence. Note also that the same argument, a continuous behaviour of the position
of the poles of the auxiliary system as a function of D, pushes to consider, also for D # 0, w; and
w4 as bonding poles, zeros of the first of eq. (6.15), while w, and w3 as antibonding poles, zeros
of the second of eq. (6.15).

The second issue is what to import: the whole spectral potential, as in eq. or just a
part of it? Clearly the idea is to treat exactly the spectral potential in the auxiliary system as
far as possible, and import from the model system the smallest possible correction. We will
investigate different prescriptions in the next section.

6.3.3 Different quantities to import

The strategy that we will follow is to provide a standard treatment of the real system up to a
certain level we can get to, let’s say Z,, with corresponding poles w¢. On top of this, we import
some corrections from the model system, which, by contrast, we are able to solve not only up
to Z,, but up to Z, where X can be a higher—order approximation to the self energy, or even the
exact self energy (like in the symmetric Hubbard dimer).

Concretely, if the model system D = 0 is solved by using X3,; jw)asan approximated self en-
ergy, one can obtain the corresponding spectral potential vg . (w) that yields the same spectral
function as X}, namely the same poles wﬁ §.If, in particular, the exact self energy =° is at hand,
the corresponding spectral potential is the exact one, vg, (w), with poles w3 . This is the content
of section[4.2] Note that the poles stemming from the two self energies are in general different.
However, as we have decided that the correspondence is set by the state A and not by its energy
wy, we can compare the spectral potentials at the poles, and define their difference =, (wfl):

Vgp(@3) = Ugp , (@] °) + E (0}). (6.17)

We can set up the same construction in the real D # 0 system. The exact spectral potential
is the spectral potential corresponding to the a approximation, plus a correction:

UsFi(@1) = Usp i (@) +Zqi(w)), (6.18)

where vsp 4 i (w) is treated exactly within the D # 0 system, whereas Z, ; (w) accounts for all the
corrections beyond X, and it is not known. The idea of the model system approach is to import
the unknown =, ; (w,) from the model system, which is here the symmetric dimer, namely to
set:

4 A () = 25 () (6.19)

where, as already said, the connection is made through the state label A, which is indeed the
only quantity which is shared by both sides. Note that the right hand side does not depend
on the particular site i, but is a global quantity. This is due to the limitations imposed by this
choice of the model, which does not offer much freedom in order to tune, e.g, the density. By
contrast, in the general approach of dynamical /local density approximation, a different model
system is considered for each point.
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Figure 6.5: Position of the poles of the spin—down Green’s function as a function of U. Solid line,
exact results; dashed lines, the poles in eq. (6.21).

Different approximations depend on the different starting point Z,. We expect the connec-
tor approach to work better in situations in which most of the inhomogeneity is treated exactly
within the real system, and all higher orders interaction corrections are provided by the model
system.

No explicit potential In the simplest case £, = 0 and, as a consequence, also vsg 4 ;(w) and
ng ,(w) are zero. From eq. (6.17), the quantity we import is E(S) (wfl) = ng (a)fl), the whole spec-
tral potential of the model system; the prescription reads:

vgri M wp) = vEp(@3) (6.20)
This is a global potential, independent of the site i. Still, inhomogeneity is accounted for by the
external potential term that modifies the free—particle Green’s function. By plugging expression
(6.20) in the pole equation, eq. (6.15), and by using the same equation also in the model system,
we get the four poles in this approximation:

w(i—dLCA =+ (‘ /1+ DTZ - ) (6.21)

where the upper (lower) sign is for w, and w3 (w; and w4). We have achieved an exact disentan-
glement of interaction, accounted for by w3, and inhomogeneity, that results from the second
term. The performances of this relatively simple approach are pretty good, see fig. (6.5). Apart
from the pole wy, the results are exact in the D — 0 limit. However, this expression is extremely
simple and does not well reproduce the position of the poles for larger values of D or U.

Explicit Hartree potential In principle, a better solution is to have an explicit local depen-
dence in the spectral potential, and import from the model system a smaller term. This is
possible if the Hartree potential le = Un,; is treated exactly in the real system (the asymmetric
dimer), and therefore just the exchange—correlation part of the spectral potential is imported
(from the symmetric dimer).

Indeed, from the separation vsg; (w) = le + vglg ; (), where ugg ; () is Efl (w) in the notation
introduced above, we decide to take the unknown ugg ; (w) from the model system. There, the
Hartree potential is simply U/2, hence vgg *(w) = vgp(w) — % Using the state A as a connector,

SF
the analogous of eq. (6.18) and (6.19) reads:
vEACA () = Uni + v S (03) (6.22)
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Figure 6.6: Position of the poles of the spin—down Green’s function as a function of U. Solid line,
exact results; dashed lines, the poles in eq. (6.23).

This is another connector, which again reduces to the exact result for D — 0, and it explicitly
treats some inhomogeneities in the interaction through the Hartree potential of the real sys-
tem. Only the rest, namely the exchange—correlation part of the potential, is imported from the
model.

Implementing this potential in eq. to find the position of the poles, we get:

H=AICA = 48 4 ( 1+ 12 — 1), (6.23)

which is very similar to the previous one, eq. and it has the correct D — 0 limit. Here,
the interaction U enters also the square root, creating an interplay between inhomogeneity
and interaction in the position of the poles, even if the two were disentangled in the definition
of the potential, eq. (6.22). Still, as in the previous case, the pole w, is not catched by this
approximation for nonzero values of D.

Note, finally, that this approximation is an improvement with respect to:

1. The Hartree approximation itself, eq. (6.9). Indeed, with a frequency-dependent poten-
tial, the two poles can be splitted. Furthermore, they are in good agreement with the
expected result, at least for small D, because the correction is imported from the model
system.

2. The model approach in which no Hartree term in the real system is explicitly considered,
for small values of U. For large U, the previous approximation is a better approximation.

Explicit GW term In the same spirit of what we have just done, we would like to go on in the
exact treatment of the real system up to the GW leveﬂ and then add, on top, the correction
from the model system.

We already evaluated the position of the poles in the GW approximation, eq. and
ﬁgure These poles stem from the non-local and complex self energy Z?]S’WO (w) and, equiv-
alently, from the local and real spectral potential vgg ;/vo ().

To find the latter in the model system is easy, as there is a one-to—one correspondence be-
tween the potential at the poles and the position of them. That is equation (@.32), that can be
solved for the potential whenever the poles are given. For D = 0, the GW poles are the ones of

7 One possible definition of GW: the important point is to use the same GW recipe in both the model and the
auxiliary system.
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Figure 6.7: Corrections Z;(w?) for the potential of the model system D =
0 as a function of U, in units of t. Dotted lines are the corrections
Eo(@3) = vgp(w3). Dashed lines represent the corrections to the Hartree po-
tential, =y, (w3) = vgg *(@3), while the continuous lines are the corrections

ESGO Wo (w3) to the GW potential of table and

eq. (H.23):
+9 1 U\ 202
Wit = —2 4= (liZ——) +— (6.24)
2 2 2 l
and they are shown in table[6.1]
A w wg"w"s
U
R T e
U
2 1 SE-hu-2-4°.
u
L e &
U +3 1 U\ 202
1 1+ SEehUs2-9° 2

Table 6.1: Exact and GW poles of the spin-down Green’s function in the model system.

The value of the potential that yields these poles, evaluated at the poles, is given by the
relation vglg o s(wf” Wosy = wg‘)w‘) *F1, see eq. (4.32). It is shown in table

Their differences =, |, (@3) = v (0}) = ugg Wo s(wf"w‘) %) are the quantities we would like to
import in the auxiliary system. Their value is shown in table while their behaviour as a
function of U is shown in fig. In the same figure, I plot the analogous correction Zj(w}) =
vgp(w3), occurring if no explicit potential is treated in the real system, and =}, (w3) = vy (@3),
if instead of GW we would have considered only the Hartree approximation: we can see that
the more the spectral potential is treated exactly in the real system, the smaller the correction
to import.

It is clear that GW is a great improvement over the simpler Hartree approximation. Indeed,
the correction ESGO Wy (wi) that one needs to get the exact potential is smaller. Moreover, that
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Figure 6.8: Position of the poles of the spin-down Green's function as a function of U. Solid
line, exact results. Small dots, the GoWy poles of eq. (H.25) and fig. Large dots, the poles
@SoWomdLCA 4, eq. (6.26), within the GyWo—-dynLCA approach.

2

S S GoWy s GoWy s =S S

A vgp()) Vgp  (@3°70) EGom, (@)
U-c 5 1 U\2 |, 202 §-c-l 1\/ U\2 |, 202
1 2+ 20 T:,—z\/(l-'-z—E) +T+1 1+2U2 +§ (l+2—7) +T
1+Z 1\/ U\2 202 Z+1 1\/ U\2 | 202
2 0 =2 2 (l-2-3) +5-1 1=%+3 (-2-3) +=T
I+= 1 U\2 . 202 sU-1 1\/ UN\2 . 202
3 U T;"'E\/(l_z_?) it B Rt St AVA Gl M
U+ +3 1 U\2 | 202 gte-l 1\/ U\2 | 202
e e e R e A e =

Table 6.2: Exact and GW potentials that give the poles of mble in the model system. Also their

difference ESGOWO (wj) = ng(wfl) - USG}S W"S(wg0 W"S) is shown.

same correction is always asymptotically zero for U — 0 (i.e., GW is asymptotically exact for
U — 0), even for the satellite w4, whose physics is now clearly caught by the RPA polarization of
GW.

Connection Got the term Eg W
0vvo

tral potential ugg Il./v" (w)) in the auxiliary system, and we obtain:

(w}) in the model system, we place it on top of the GW spec-

G()Wo —dLCA _ Go Wo =S N
Usk i (@2) = Vg (@A) + Eg w, (@) (6.25)

The GW spectral potential VsGlg E./V" (w,) is the spectral potential that exactly yields the GW poles,
eq. (H.25). In principle, it is found as the solution of the generalized Sham-Schliiter equation
when the self energy is Zs. In practice, we do not need its explicit form.

Indeed, plugging the previous expression in eq. and using the fact that wg"w‘) are the
solutions of eq. when the spectral potential is vgrf’ll./v" (w)), we obtain the following simple
expression for the poles:

G()W()—dLCA _ Go Wo =S N
wy =w, +EG W, (‘”/1)’ (6.26)

which, still, is exact in the limit of D — 0. These poles are represented in fig.

For small D, the GW approximation in the real system was closing the gap between the
Hubbard bands, yielding poles that were blue—shifted in the lower band (w; and w;) and red-
shifted for the upper band (w3 and wy), see fig. Adding the correction ESGO W (w}) evaluated
in the model system restores the expected position of the poles, and the agreement between
our theory and the exact result is very good.
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Figure 6.9: Position of the poles of the spin—down Green'’s function as a func-
tion of U, for D = 2. Solid line, exact results. Dotted lines for the poles of
eq. (6.21), dynLCA on top of nothing. Dashed lines for the poles of eq. (6.23),
dynLCA on top of Hartree. Dots, the poles of eq. (6.26), dynLCA on top of GW.

On the contrary, for larger values of D, the GW approximation was already extremely good
for w, wy and w3, while it was not so good for w,. With the model system approach, the agree-
ment is spoiled for the first three poles while it is again improved for the fourth pole.

This behaviour is due to the choice of the model system and the connector. Indeed, the
former is fixed, without possible parameters to tune. Therefore, the connector acts only on the
frequency part of the potential, without giving any site—dependence to the correction imported
from the model. As a consequence, the correction ESGOWO (w}) that we import from the model
system, eq. (6.26), does not depend on D, as can be seen from fig.

This issue could be overcome by introducing a local connector between the model and the
auxiliary system, like the local density of LDA. However, this is not straightforward, as the model
system, the N = 1 symmetric Hubbard dimer, misses a density that could be tuned: there, n; =

%, and attempts to “localize” this value are not unequivocal.

I summarize the three different procedures of importing from a model system in fig.
In general, the more pieces of the potential are put into evidence and treated exactly in the
auxiliary system, the more accurate the model system approach is. This is true when passing
from eq. to eq. (6:22), for not too-large interaction, U $ 2D, and when passing from eq.
(6-22) to eq. (6.25) for an even larger range of U.

The fact that, for small D, the dynLCA approximations work well is not surprising, as the
real system is closer to the model system itself, and therefore the dynLDA prescription is better
suited. Moreover, for small D, the real system is only slightly inhomogeneous, hence a mean
field description as the one proposed here works well. On the contrary, for higher values of
D, when properties are truly site-dependent, a global correction =} (w3) shows its limits. In
this regime, a local connector is expected to work better but, as already explained, the model
system we have chosen is not flexible enough to account for this possibility (if ¢, U and N are
kept fixed).
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In this chapter, I have applied the strategy described in chapter{5/to a very simple model,
the asymmetric Hubbard dimer. Indeed, despite its simplicity, obtaining the exact so-
lution of the system is not elementary. Instead of exactly solving the real system, the
dynLCA approach prescribes to solve a model system — the symmetric dimer, in this case
—and then import the effective potential with a suitable connector. In this chapter, we
have discussed the choice of the best quantity to import. We have examined three differ-
ent possibilities: the whole spectral potential, its exchange—correlation part or, finally,
only the term beyond GW. As expected, the smaller the correction to import, the better
the agreement with the expected result. We have also considered the form of the connec-
tor, concluding that it is the state, and not its energy, that must be used to connect the
model and the auxiliary system. We will find the same thing in real materials, where a
shift of the frequency argument of the spectral potential will be implemented in order
to pass from the model to the auxiliary system.
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Chapter

Dynamical Local Connector
Approximation in practice: real systems

The connector idea that we developed in the chapter |5|is theoretically very appealing: it
allows one to bypass the calculation of the self energy for every different system, importing the
relevant information from a database generated once and forever.

In this chapter we present the results of this approach for four very different real materials:
bulk sodium, a nearly homogeneous metal; aluminum, still a metal but less homogeneous;
silicon, a semiconductor with a small gap; and finally solid argon, a wide—gap insulator with
very localized states. Their minimum, maximum and average densities, 7yin, #max and 7, are
shown in table(7.1} as well as the standard deviation o ,, defined via 02 := (lmin — @)% + (Nmayx —
)2, and its value normalized to the average density o,/ 1.

Inhomogeneity in the density stems from the presence of the lattice, which can modify to
different extent the motion of electrons. In general, for bulk sodium, the presence of the lattice
can be considered as a small perturbation to a free-electron motion, while this is less and less
true for aluminum and silicon, till the limit case of argon, whose valence bands can be regarded
as atomic-like, with very localized electrons. No matter to which degree, the homogeneous self
energy 2" (k, w) is modified by the lattice.

The standard approach is, thus, to build a self energy Z(k,w) for every different system,
suited to the particular lattice of that system. Our effective approach, on the contrary, accounts
for the lattice inhomogeneity in the properties of the connector, but the electron—electron in-
teraction described by the self energy is evaluated just once and forever in the model system,
the homogeneous electron gas. The challenge is therefore to reproduce realistic results ob-
tained via a k—dependent self energy through a potential evaluated in a homogeneous system.

7.1 Implementation

Since they often offer a realistic representation of a system, and they are a true challenge to
our local method, we consider the range—separated hybrids approximation for the self energy.

It is given by eq. (4.47):

SHSES (1 11y = RO (r) s (r — 1) + aZSR(r, 1) (7.1)
with the local part of it given by hl%¢(r) := vPPE(r) — avBE5R (). The PBE functional is the one

of ref. [108]. In the homogeneous electron gas, the self energy is expressed by eq. (4.50), and
the corresponding spectral potential by eq. (4.63).
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Nminlag®]l  ‘maxlag®] iilag®] rslag)  wpleV]l oplag®l  ouli

Na 3.3344-107% 4.3731-1073 3.9306-107% 3.9312 6.0468  0.004  0.922
Al 2.2456-1073 3.1902-1072 2.6768-1072 2.0738 15.7821  0.025  0.936
Si 3.4131-107% 8.3875-107% 2.9601-1072 2.0054 16.5962 0.060  2.036
Ar 4.7366-107* 3.7761-10"! 3.2659-1072 1.9407 17.4325 0.346  10.608

Table 7.1: Minimum, maximum, and average densities of the four materials considered; a
measure of their inhomogeneity is given by the standard deviation o, and its value normal-
ized to the average density o,/ ii. Also the Wigner-Seitz radius rs and the plasma frequency
wp = VAnn are shown.

We will follow a perturbative approach with respect to a ground state Kohn-Sham calcula-
tion in the local density approximation. In other words, we will evaluate the various quantities
using the Kohn-Sham density and orbitals, without updating the latter in a subsequent step,
till eventually self-consistence. This procedure is analogous to the one-shot GW @LDA.

The self energy standard calculation For the purpose of the implementation, the self energy
can be expressed in the Bloch basis (see appendix[[). In a perturbative approach, we con-
sider only the diagonal elements in the bands. Therefore, the self energy reads:

(k) = W%, (k) + a 3R (k)
As a consequence, a generic excitation reads:
en(k) = | €0 () + v (k) + vil (k) + hI°S, (ko) | + aZ5R (k) (7.2)

This calculation, considered as a reference calculation to benchmark our approach, is done
through the use of the open source code Abinit, version 7.10.5 [133}[134], for a certain num-
ber of k—points in the irreducible part of the first Brillouin zone and for a certain number of
bands. Since we are perturbative in the LDA Kohn-Sham orbitals, the quantity in square brack-
ets is nothing but EES_LDA(k) - v’,‘lC_LDA(k) + hL%CH(PBE) (k)|: it is the sum of simple quantities
that can be obtained from a self consistent Kohn-Sham calculation, with little effort. On the
contrary, the bottleneck in the calculation is the non-local self energy, hence the total compu-
tation time is similar to the one of a Hartree-Fock calculation.
Once the excitation energies €, (k) are at hand, the spectral function in Bloch space is eval-
uated as:
Ap(k,w) =6(w—¢ep(k)) (7.3)

with the delta function represented by a Gaussian function with broadening n = 0.1eV. The
bandstructure is obtained from it as w = €, (k). From A, (k,w) we have access both to the diag-
onal in real space of the spectral function:

1
Alr,r,w)== Y Y un(r8(w—e,k))u), (r), (7.4)
4 kelBzZ n

and to the interacting density of states A(w) := % [ d3rA(r, r,w), which is nothing but the inte-
grated spectral function and reads:

1
Aw) =+ Y D b(w—en(k) (7.5)

kelBZ n

This last quantity is the one that we will consider to benchmark our approach.
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Figure 7.1: Integrated spectral function A(w) in the HSEO6 approximation (in atomic
units), as a function of frequency (in eV), aligned with y = 0 (for insulators, alter-
natively the mid-gap or the highest occupied level), for the four systems considered:
sodium, aluminum, silicon and argon. The coloured area is the occupied band. Only
for this picture, the tetrahedron method [135] is used to perform the sum in eq. [7.5),
resulting in a very sharp integrated spectral function. This method has not yet been
implemented for our approach, therefore, for the next figures, we will use a simple sum
also for the self energy reference calculation.

The calculation is carried out for the four prototypical systems mentioned above: sodium,
aluminum, silicon and argon. Here are the physical and numerical characteristics of the four
systems considered:

Sodium Sodium is a metal, whose density range is shown in table[7.1] It crystallizes in a body-
centered cubic (BCC) lattice, with experimental [136] lattice constant a =4.225A. To treat the
ions (each one formed by a nucleus and the core electrons), we employ a Trouiller-Martins
(TM) pseudopotential [137]. For the three calculations, LDA, reference and dynLCA, we use
a I'-centered grid of 30 x 30 x 30 k—points, making 752 k—points in the irreducible part of the
first Brillouin zone, and 20 bands. We use a common cut-off energy of 20.0 Hartree (Ha), and a
gaussian smearing of 0.01 Ha to converge the k—integral. For the reference calculation, a cutoff
of 4.0 Ha in the exchange part of the self energy is used, and 6.0 Ha for the wavefunctions.

Aluminum Aluminum is still a metal, but less homogeneous, see table It crystallizes in
a face-centered cubic (FCC) lattice, with a lattice constant a =4.049A. In this case we use an
optimized norm-conserving Vanderbilt (ONCV) pseudopotential [138]. To converge, we em-
ployed a I'-centered grid of 38 x 38 x 38 k—points, making 1440 k-points in the irreducible part
of the first Brillouin zone, and 20 bands. Cutoff energy of 20.0 Ha, and a temperature smearing
of 0.005 Ha. For the self energy calculation, a cutoff of 4.0 Ha for the exchange component is
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KS-LDA HSEO06
WleV] Eg[eV] WeV] Eg[eV]
Na 3.25 0.00 3.83 0.00
Al 11.09 0.00 12.65 0.00
Si 11.96 0.56 13.26 1.20
Ar 14.41 8.31 15.71 10.74

Table 7.2: The occupied band width W and band gap Eg, in eV, for the four
materials considered (for Ar, also the s band is considered as a valence band),
in DFT within the LDA approximation and with the HSE06 self energy.

used, and 6.0 Ha for the wavefunctions.

Silicon Silicon is a semiconductor with a small experimental gap of 1.16 eV [139]. Its density
range is wider than for aluminum, see table Silicon crystallizes in a FCC lattice, and it
has an experimental [136] lattice constant a =5.429A. We use a TM pseudopotential [137]. A
Monkhorst-Pack [140] grid of 14 x 14 x 14 k—points with 4 shifts is considered, making 344 k-
points in the irreducible part of the first Brillouin zone, and 12 bands. We consider a cutoff
energy of 20.0 Ha. For the self energy calculation, we use a cutoff of 4.0 Ha in the exchange part
of it, and 10.0 Ha for the wavefunctions.

Argon Argon is a wide gap insulator, and it is definitely not homogeneous: its density range is
shown in table[7.1] It crystallizes into a FCC lattice, with an experimental [136] lattice constant
a =5.256 A. We use a TM pseudopotential [137], and a Monkhorst—Pack [140] gridof12x12x 12
k—points with 4 shifts, making 231 k—points in the irreducible part of the first Brillouin zone,
and 12 bands. The cutoff energy is 20.0 Ha. For the reference calculation, a cutoff of 12.0 Ha in
the exchange part of it is considered, and a cutoff of 16.0 Ha for the wavefunctions.

The results of the self energy calculation, which constitute the benchmark for our approach,
are presented in fig. Bandwidth W and gap Ej are given in table[7.2}

Implementation of dynLCA The self energy approach is what we have been referring to as
the real system calculation. In the auxiliary system, the role of the self energy is played by the
spectral potential. This is a local and frequency-dependent real potential which is nothing but
the self energy whenever the latter is real and local, and differs from it otherwise. Therefore, as
the self energy in eq. contains a real and local part, it is natural to assume the following
structure for the exchange—correlation spectral potential:

Vi (r,w) = B (r) + avdi (r, ), (7.6)
whiclﬂ in Bloch basis, see eq. (L.6), reads:
v (k,w) = hi%, (k) + avsh (k, w) 7.7)

This potential yields, in a perturbative approach, the following excitation energies:

eSF (k, w) = | €% (k) + v (k) + vi (k) + hl%S, (k) | + a vk (k, w) (7.8)

n the purely frequency-dependent part of the spectral potential, UER(r,w), I drop the subscript g for clarity
reasons.
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The quantity in square brackets is the same as in eq. (7.2), and it is evaluated in the real system
through a simple Kohn-Sham calculation.

On the contrary, the role of the non-local self energy is played here by the purely frequency-
dependent part of the spectral potential. We do not want to evaluate it exactly through the
Sham-Schliiter equation (3.24), nor we want to find an approximation to it via the linearized
Sham-Schliiter equation (3.25).

Here we stick to the connector approach, namely we import v$R(r,w) from the homoge-
neous electron gas database, {USRh(w)} nh’ via different prescriptions that I illustrate below.
Then we evaluate the matrix element 3% (k, ) and we plug it in eq. (7.8). Note that the calcu-
lation time is here drastically reduced: instead of the construction of a non-local self energy,
we just have to read an external file.

The spectral function in Bloch space is not a simple delta function, as eq. (7.3), because the
excitation energy is now frequency-dependent:

A (k) = 8(w € (k,w)) (7.9)

The band structure is obtained from solving the equation w — £3f (k,w) = 0. The solution is
w = €3F (k). On the other hand, the integrated spectral function in the auxiliary system reads:

1
Asp@) =7 ) Y 8(w- e (k,w) (7.10)
kelBZ n

We have implemented this procedure in abinit, version 7.10.5, and carried out the calcula-
tion for the same four prototypical materials, Na, Al, Si and Ar. To discuss the validity of this
approach, we benchmark the resulting Agr(w) with its reference calculation counterpart A(w).

Local density approximation We benchmark our results also to a simpler approach, Kohn-
Sham in the standard local density approximation, in which the potential ULD A(r), taken from
ref. [120], is static. In general, as can be seen from table[7.2) LDA underestrmates both gaps and
the bandwidths with respect to HSE06.

LDA is very similar to an approximation to the Kohn—-Sham potential that is on the same
footing of dynLCA but with a static potential. It consists in importing the exchange-correlation
potential #X°(r) from the homogeneous electron gas at the local density. However, in the HEG,
kS h reproduces the density obtained from an HSE06 calculation, and not the exact density of
[103]. The potential 7X5” can be viewed as the exact exchange potential #-XHSE" jn which the
Fock self energy is replaced by the HSE06 one.

Such a potential, in the HEG, is given by:

~EX HSE hloc + OLZSR(]CF) — hloc + Oél}SR

pPBE SR _ SR (PBE)) _ ,LDA

+ta ( ) - UXC

as in the homogeneous electron gas PBE does not differ from LDA [141]. Therefore, importing

in the auxiliary system via the local density, 7> (r) = 725 ,f{sf( ,» we finally get that oLDA(r) =
v (r). Thus, vk24(r) can be considered as a static version of vsg(r, ) and, by comparing our

results to LDA, we appreciate the importance of frequency-dependence in vsp(r, ).

7.2 The simplest connector: Fermi energy alignment

We start our investigation from the simplest connector applied to the simplest system. The
simplest system we consider is bulk sodium, which is very close to the model system itself. As
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Figure 7.2: Integrated spectral function of sodium, in eV, as a function of fre-
quency, in eV. In blue the reference calculation with the self energy, in green
LDA, in red our approach, dynLCA, with the connector of eq. ({.11). The three
curves are aligned with (1 = 0.
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Figure 7.3: Integrated spectral function of sodium, in eV, as a function of fre-
quency, in eV. In blue the reference calculation with the self energy, in gray the
homogeneous electron gas integrated spectral function with rs = 3.9315 (Na
average density).

the homogeneous electron gas, indeed, sodium is a metal, and it is almost homogeneous (see
table[7.1).

Since this system is almost homogeneous, we first implement the connector of eq. (5.17),
applied to the purely frequency-dependent part of the hybrid spectral potential. In the spirit of
eq. (or of LDA), for each point r we consider a homogeneous electron gas with the same
local density n(r) of the real system:

SR _ .SRh
vy (rw)= yxnh:n(r)

(-p+ul_ ) (7.11)

This formula is extremely simple, and it is the most obvious connector for a system that is very
close to the model. A drawback is that the Fermi energy u of the auxiliary system appears,
which is in principle an output result of the calculation done with U,?R(r,w) itself. To set its
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Figure 7.4: Integrated spectral function of sodium, in eV, as a function of fre-
quency, in eV. In blue the reference calculation with the self energy, in green
LDA, in red our approach, dynLCA, with the connector of eq. (7.14). The three
curves are aligned with 1 = 0.

value, we here consider two possibilities: the first one is using the Fermi energy evaluated in
the reference calculation. This is a quick recipe for the purpose of illustrating the results, but
it is not efficient when studying real materials, as the aim of this whole thesis is to avoid a
time consuming reference calculation with the self energy. Thus, we are left with the second
possibility, namely finding the value of y via an iteration cycle: one first guesses a value u™,
plugs it into eq. (7.11), performs the calculation and evaluates the resulting Fermi energy u©49,
which becomes the new input parameter for the second cycle, until convergence is reached.
For the materials we consider (in the HSE06 approximation), this procedure is converging after
a few steps.

The result, shown in fig. is already extremely promising: our approach reproduces the
exact shape of the integrated spectral function, from the valence band to high unoccupied
bands. It clearly overcomes the performances of LDA. In particular, the bandwidth is in ex-
cellent agreement with the reference calculation.

However, some shortcomings are still present: whenever the spectrum exhibits a spike (a
Van Hove singularity [142]), in correspondence of high symmetry points in the Brillouin zone,
this is always blue—shifted with respect to the reference calculation. It is a systematic shift,
as opposed, e.g., to the LDA one, which is a blue-shift for the valence band and a red-shift
in the unoccupied region. By contrast, the dynLCA shift is always towards higher values of
frequencies: it is zero at the bottom of the valence band, it increases for higher energies and
then it decreases to zero for high bands.

To conclude, we have already obtained an important result: in fact, as the spectral potential
of the homogeneous electron gas does not vary in a significant way over the density range of
sodium, the local density in eq. could be harmlessly replaced by an average density 7,
and the result would not change. The corresponding connector, different from the one in eq.
(7.11), would be:

vR(r,w) = vR " (w-p+pl,_ ) (7.12)
This prescription — and basically also the one in eq. —is simply to rigidly move the model
system on top of the real system by shifting the frequency argument and therefore aligning
their energy scales to a common one. As the right hand side of eq. does not depend
on r, all the inhomogeneities of sodium are accounted for by the previous terms, v +
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Figure 7.5: Band structure in the real system €, (k), in blue, and in the auxil-
iary system, 5% (k), in red, for three paths in the first Brillouin zone of sodium.
To the left, the spectral potential is the one of eq. (7.11), with the alignment
of the Fermi energies; to the right the one of eq. (7.14), with a shift of the
[frequency argument by the external plus the Hartree potential. Also the cor-

responding integrated spectral function is shown.

v + h)lféc(r), and the electron-electron interaction effects described by Z)S(R(r, r') are dealt
with by vi%h. This complete disentanglement of inhomogeneity from the non-trivial part of
the electron—electron interaction works pretty well in this case, as the final result is astonish-
ingly good. This will not be the case for less homogeneous systems, where a complete disen-
tanglement is usually not achievable and indeed the right hand side of eq. will acquire a
strong local dependence.

Note, finally, the importance of evaluating most of the terms directly in the real system, the
ones in square brackets in eq. (7.8): they constitute a valuable ground, already containing a
lot of information on the real system, on top of which Ui%h acts. The opposite limit, in which
everything is imported from the model system (which is another way of saying that we approxi-
mate the system with a HEG at the average density), is shown as a shaded region in fig. The
valence part of the spectrum, as well as the value of the bandwidth, are well reproduced; the
reason is that the valence band does not cross any high-symmetry point of the Brillouin zone,
hence the dispersion is close to the one of the corresponding homogeneous electron gas. On
the other hand, no feature coming from inhomogeneity (spikes, wells) is obviously caught by

this procedure.

7.3 Ashortcut: local alignment

The alignment of the static Fermi energy u to the Fermi energy of the model system u” in
eq. depends on r, as the latter is evaluated at the local density n(r). On the other hand,
u is always just a number, and this does not leave much freedom to introduce locality in the
frequency-dependence.

Another issue linked to the chemical potential is the self-consistent iterative procedure we
discussed above: while the potential does not appreciably change over the density range of
sodium, it still varies a lot with frequency, see fig. Therefore, a precise value for u is re-
quired. Especially for metals, this is difficult to get, as a large number of k—points is needed to
locate the Fermi surface.

An alternative to the Fermi energy alignment is thus desirable. This is given by the Thomas-
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Figure 7.6: Integrated spectral function of aluminum, in eV, as a function of
frequency, in eV. In blue the reference calculation with the self energy, in green
LDA, in red our approach, dynLCA, with the connector of eq. (7.11), above,
and the one of eq. (7.14), below. The three curves are aligned with 1 = 0.

Fermi relation, valid for slowly varying density [128]:

p= v ) + v (r) + p (7.13)

n=n(r)

Therefore, we can switch from the Fermi energy alignment p — #Zh:n ) in eq. (7.11) to the sum
of the external and the Hartree potential, which are still functionals of the density:

pr,w) = v (0= v - o (r) (7.14)

This in another connector, in which the interplay between inhomogeneity and interaction is
possibly stronger, as more local dependence enters the frequency argument. Note that the
previous knowledge of the Fermi energy u is no more needed here: we can avoid the self-
consistent iteration cycle p@™ — 1©49 as well as a precise evaluation of the chemical potential
at the end of the calculation. Finally, this connector fits exactly the general form of eq. (5.15),
with ¢(r,w) = v®'(r) + vy (r), and no external correction is needed.

The resulting integrated spectral function A(w) is shown in fig. The dynLCA result is
still on top of the reference calculation, and the blue-shift of the peaks has been reduced. This
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Figure 7.7: Band structure in the real system €, (k), in blue, and in the aux-
iliary system, 5% (k), in red, for two paths in the first Brillouin zone of alu-
minum. To the left, the spectral potential is the one of eq. (7.11), with the
alignment of the Fermi energies; to the right the one of eq. (7.14), with a shift
of the frequency argument by the external plus the Hartree potential.

is most evident if we consider the band structure, fig. the discrepancies in the high energy
region have almost disappeared, and they are reduced even in the low energy region. Still,
these discrepancies are most evident at the high symmetry points of the first Brillouin zone. An
interesting remark is that this is qualitatively the same blue-shift of the band structure of the
homogeneous electron gas, fig. We will come back to this point below.

Aluminum Aluminum, a less homogeneous metal, follows the same qualitative behaviour of
sodium, see fig. a pretty good reproduction of the shape of the integrated spectral function,
in particular in the valence region, where the bandwidth is significantly improved with respect
to LDA. Furthermore, the local alignment of eq. is an improvement over the Fermi energy
alignment of eq. (7.11), as in the case of sodium.

On the other hand, as well as in sodium, there is a systematic blue-shift of the intraband
peaks towards higher frequencies. This is most evident in the peaks at -3.3 eV, 6.1 eV, 13.0 eV
and for the deep dip at 28 eV for the Fermi energy alignment, and it still survives, even though
reduced, in the local alignment connector for the low energy peaks.

This discrepancy is most evident in the band structure, fig. In principle, the band struc-
ture is not a quantity which is reproduced in the auxiliary system; indeed, for the whole valence
band in sodium and for the low energy region of the valence band of aluminum, although the
band structure is not reproduced, the integrated spectral function Agg(w) is in excellent agree-
ment with A(w). On the other hand, as soon as a band crosses a high symmetry point in the
Brillouin zone, the spectrum displays a peak and this is blue—shifted with respect to the refer-
ence calculation. Also for aluminum, as in sodium, this blue-shift is qualitatively the same that
we had in the homogeneous electron gas, fig.

We will come back to this issue in the next section. For the moment, let us focus on the gen-
eral shape of the spectra, which is very well reproduced for the two metals we have considered.
We can conclude that this second connector, eq. (7.14), is not only a shortcut with respect to
the previous one, eq. (7.11), but also an improvement of it in the agreement with the reference
calculation.
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Figure 7.8: Integrated spectral function of silicon (above) and argon (below)
as a function of frequency. In blue the reference calculation with the self en-
ergy, in red the dynLCA approach: dotted line for eq. (7.11), continuous line
for the connector of eq. (7.14). The three curves are aligned with u = 0.

Insulators On the other hand, not the Fermi energy alignment nor this simple local alignment
are able to reproduce the integrated spectral function of non-zero gap systems, silicon and
argon, as it is shown in fig. As for silicon, we are not able to open the gap, and the bandwidth
is overestimated with both procedures. In argon the behaviour is similar: the gap is not zero
but largely underestimated, and the bandwidth is overestimated.

Note that, at least for silicon, which is not as inhomogeneous as argon (see table actu-
ally, it is comparable to aluminum), we can still recover a HEG-like behaviour, as it is evident
from fig. as for sodium and aluminum, the intraband peaks are blue-shifted with respect to
the reference calculation, resulting in an overestimation of the bandwidth; the shift increases
for increasing energy in the low energy region, and then fades out for higher energy. On the
contrary, argon is so inhomogeneous that this HEG-like picture breaks down and other effects
appear.

As a final remark, for both silicon and aluminum, the connector of eq. (7.14) is an improve-
ment over the one of eq. (7.11), but it is nevertheless clearly unsatisfactory.

A further refinement of the connector is required.
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Figure 7.9: Silicon as in fig. but with the dynLCA curves aligned to the
bottom of the band: in this way it is clear that the behaviour of silicon, too, is
similar to that of sodium and aluminum: a larger blue—shift with respect to
the reference calculation for the connector of eq. (7.11), reduced by the con-
nector of eq. ([7.14). The shift, that increases at low energies, then becomes
smaller for higher bands.

7.4 Band structure correction

To proceed further, we should gain a better understanding of how the HEG potential is mod-

ified in the solid. In order to do so and to avoid additional complications, it is useful to compare
the homogeneous electron gas to the system which is the closest to it, sodium.
Here, the free particle dispersion wy = %Z is only slightly modified by the lattice, that opens
small gaps in correspondence of some high-symmetry points, like N [101]. However, apart
from this, the band structure remains generally close to the one of the homogeneous electron
gas, see fig. left panels?}

The behaviour of the two band structures is so similar that we can try to make a parallelism
between them. Indeed, roughly up to the Fermi energy y, both in sodium as in the HEG the
auxiliary system band structure (red line) is blue—shifted with respect to the real system one
(blue line), more or less of the same amount. This discrepancy in the band structure does not
prevent the resulting integrated spectral functions from matching. The reason for this in the
HEG was analytically explained at pag. we need a non—zero difference Ay, eq. (4.70), in
the band structures, to allow a purely frequency-dependent potential to reproduce A" (w). The
same holds true for sodium.

This argument, which holds also for higher bands, breaks down at the high-symmetry points
N and P There, the discrepancies in the band structure are not absorbed by the HEG A~
mechanism (that does not know what a gap is), and they become manifest in the integrated
spectral function.

A very elaborated connector, that modifies the frequency—dependence of the spectral po-

2Note that, to avoid numerical issues due to the numerical implementation in abinit, we have here considered
the homogeneous electron gas treated as a real material, hence the noise in the spectrum A(w). No connector is
needed for reproducing the HEG spectral function. Put it differently, the connectors we introduced smoothly tend
towards the homogeneous spectral potential in the limit of constant density.

The homogeneous electron gas we have considered is the following: a fictitious empty simple cubic lattice with
lattice parameter a = 5.54ag and rg = 3.9315ag (Na average density). For the three calculations, LDA, self energy
and dynLCA, we use an unshifted grid of 30 x 30 x 30 k—points, making 2176 k—points in the first irreducible Brillouin
zone, and 15 bands. Cut-off energy of 6.0 Ha, gaussian smearing of 0.01 Ha. For the self energy calculation, a cut—off
of 4.0 Ha for both the exchange part of it and for the wavefunctions.
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Figure 7.10: Band structure and integrated spectral function of the homoge-
neous electron gas (left) and sodium (right), at the same average density. The
homogeneous electron gas results are evaluated numerically as for real sys-
tem.

tential of the HEG in a non-trivial way, would be, in principle, able to overcome this issue and
generate the exact spectral function even with a different band structure. In practice, finding
such a connector can be extremely difficult. Therefore, we here propose a pragmatic solution.

It is clear that a new spectral potential 7sp(r,w), still real, local and frequency-dependent,
that do not rest on the Agy—mechanism but, on the contrary, explicitly reproduce the band struc-
ture (hence A x = 0) and, through it, the integrated spectral function, would have more chances,
when imported in the real material, to produce a band structure that stick to the true one and
thus do not blue-shift features like intraband peaks.

This potential is, in the HEG, exactly the one we introduced in the end of section as a
trick to have both the band structure and the spectral function at once. It is connected to the
old potential by eq. (.75):

vl (@) — 3:(0) = vl () - A (W), (7.15)
with A" (w) defined by eq. (4.76):
M) = vp() - 2 (ko (@) = AT (@) (7.16)
with:
AR (@) := V3R () — 23R (ko () (7.17)

Working with ﬁgF (w) in place of vélF (w) in the auxiliary system, its band structure is exactly the
real system one by construction. To obtain also the exact value of the diagonal of the real system
spectral function, one has to employ the prescription (4.78):

5 Lt ~SF
Asp(r,r,w).—ﬁfo dk k°6 (w—&), (7.18)

in place of (4.77), which is the homogeneous electron gas version of the more general equation
(7.10), that we have used so far:

5 1 [re 2 ~SF
Asp(r,r,w) = ﬁfo dk k 6(w—ek (w)) (7.19)

with éiF(a)) = 52 + ﬂélF (w), and éiF the solution of the equation w — EiF (w) = 0 for a given k,
namely, with a non—extraordinary notation, EiF = E,SCF(EiF).
The difference between the two prescriptions is subtle. In the latter, we first evaluate the

k-integral, even without knowing the form of ﬁgF (w), which results in #IESF (w), see eq. (4.77);
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only later (or independently) we fix the band structure by saying that IES’F (w) is the solution to
the equation w - E‘iF(w) = 0 (at fixed w); the integrated spectral function takes priority over the
band structure.

On the other hand, with the new prescription, eq. , we first fix the band structure
by solving the equation w — eSF(w) = 0 (at fixed k) to ﬁnd ~SF and then evaluate the spectral
function. In this case, the band structure comes first and the spectral function follows.

If we stick to this new potential in the homogeneous electron gas, and import it in the real
material through the connector (7.14), also the new prescription to evaluate the spectral func-
tion, eq. (7.18), must be implemented in the solid, or we would not be HEG—consistent when
treating real materials (indeed — in our opinion — one of the most important criteria to design
a connector is that it reduce to “the identity” in the uniform density limit, namely the HEG be
exact as an auxiliary system as it is exact as a model system).

Therefore, we update the dynL.CA approach in the following way: we use the potential
in place of vélF (w); the connector thus read

R (r,0) = [V} ASR]n,,_n(r) (0 — v™(r) — v (r)) (7.20)

From the potential v$®(r,w), we can build, Via eq. (7.8), the frequency—-dependent excitation
energy 5 (k,w). Solvmg the equation w — 55 (k, w) 0 we get the band structure of the auxil-
iary system, w = €55, (k). Finally, from the band structure we obtain the diagonal of the spectral
function via the formula:

Asp(w) = Z Y 5(w-edh (k) (7.21)

kelBZ n

which replaces eq. (7.10). This new approach is still exact in the HEG limit, namely it yields the
exact value of the diagonal of the real system spectral function. Furthermore, it also reproduces
the exact band structure of the HEG.

Its performances for the two prototypical metals, sodium and aluminum, are shown in fig.
The agreement of the dynLCA curves with the reference results is excellent, both for
sodium and for aluminum. Apart from a slight underestimation of the bandwidth, the dynL.CA
curve matches exactly the behaviour of the reference calculation and, in particular, the intra-
band peaks - fingerprint of inhomogeneity — are in the expected position.

We can conclude that, at least for the two metals considered, the connector (7.20), together
with the prescription (7.21), disentangles to a large extent the interaction described by the non-
local self energy from inhomogeneity: the former is accounted for by the potential (and the A
term) in the HEG, the latter by the local quantities n(r), v®™(r) and vy (r) that enter the form
of the connector.

Besides the theoretical insight, this result is also noteworthy on the computational side, as
the cost for obtaining the dynLCA curves is similar to usual KS, much cheaper than the self
energy calculation we implemented to obtain the reference curves.

Finally, also for the non-zero gap systems we studied, silicon and argon, the improvement
with respect to the previous results, fig. is impressive. This is shown in fig. The
first consideration is that dynL.CA is now in good agreement with the reference calculation; it
reproduces the shape of A(w) and it definitely does a much better job than LDA. However, the
bandwidth, in both cases, is slightly smaller than expected (as in sodium and aluminum), and
the gap is underestimated.

3The meaning of the notation is that both quantities, UER and AR", are evaluated at the shifted frequency argu-

ment.
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Figure 7.11: Integrated spectral function of sodium (above) and aluminum
(below) as a function of frequency, with i = 0. In blue the reference calcu-
lation with the self energy, in green LDA, in red the dynLCA approach of eq.
and eq. (7.21)).

That eq. here shows its limits is expected. Its form is extremely simple, and it still
yields a potential which is very close to the one in the HEG, as the connector prescription ba-
sically consists in a local shift of frequency. To better handle gapped systems, we look for a
further refinement of the connector (7.20).

7.5 External correction

A hint for understanding the limitations of the simple connectors of the previous section
when tackling non-zero gap systems is provided by the general discussion of section [5.5.1
whenever a gap, or a large depletion of spectral weight, shows up in the unoccupied band, a
connector based on the Fermi energy alignment can hardly reproduce it: a stronger depen-
dence on space is demanded.

Such a dependence is offered, formally, by the external correction to the HEG potential rep-
resented by the term ¢ (r,w) — v®<'(r) — vy (r) in eq. (5.15). Such a term was zero for the connec-
tors we have considered, in which ¢ (r,w) = v*'(r) + vy (r).

Therefore, to have an explicit non—zero correction, we generalize ¢ (r, w) to ¢ (r,w) = vks(r)—
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Figure 7.12: Integrated spectral function of silicon (above) and argon (below)
as a function of frequency, with p = 0. In blue the reference calculation with
the self energy, in green LDA, in red the dynLCA approach of eq. and eq.
(7.21).

, which tends to the previous value for slowly varying density. With such an ansatz, the

xc h
nh=n"
Finally, we rescale frequencies by the plasmon energies wp = V47 n, which set the charac-

teristic energy scales [143]; the final connector reads:

h
Vks nh=r
external correction becomes ¢ (r,w) — v**'(r) — vu(r) = Vi (r) — v

v (r,0) = (5% - ASH) " (M

w'=n) | "m0 (w — vgs (1) + v nh:ﬁ)) + [viécs(r) -t (7.22)

nh=n

This is still a fairly simple connector, in which all ingredients are evaluated from the HEG or
from a cheap Kohn-Sham calculation on the real system. It is a generalization of the previous
one, eq. (7.14), for systems with a density that spans a wider range; indeed, the application of
this formula to sodium or aluminum is basically equivalent to the previous one, and yields the
same results of fig.

On the contrary, this formula shows its potential for silicon and argon, as it is shown in fig.
For argon, the LDA values for gap and bandwidth (8.31 eV and 14.41 eV, respectively) are
increased to 10.74 eV and 15.71 eV, respectively, by the HSE06 calculation (see table[7.2). An
application of the connector yields a gap of 10.85 eV and a bandwidth of 15.70 eV. This
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Figure 7.13: Integrated spectral function of silicon (above) and argon (below)
as a function of frequency, with p = 0. In blue the reference calculation with
the self energy, in green LDA, in red the dynLCA approach of eq. (7.22).

reduces the gap error from 22% in the LDA to 0.9% in dynLCA, and the bandwidth error from

8.3% in the LDA to 0.06% in dynLCA.
As for silicon, the LDA gap and valence bandwidth of respectively 0.56 eV and 11.96 eV are

increased by the HSEO06 calculation to the reference values of 1.20 eV and 13.26 eV. Implement-

ing eq. (7.22) reduces the bandwidth error from 10% in the LDA to 1% (13.11 eV), and the gap
error from 53% to 35% (0.78 eV); also the shape of the integrated spectral function is very good.

We argue that the better agreement we obtain in argon with respect to silicon is due to the
fact that, in argon, electrons are quite localized and therefore they are more easily accessible

by a local potential based on the local density. On the opposite side, metals are closer to the
model system, the homogeneous electron gas. In an intermediate range, represented by silicon,

deviations appear.

7.6 The dynLCA band structure
To obtain the quantity Asg(w), we passed through the band structure w = €55 (k), eq. (7.21).

As already said, the excitation energies in the auxiliary system &5 (k) have no a direct physi-
cal meaning, in the same way as the Kohn-Sham excitation energies 55%(10 are not the exact
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Figure 7.14: Sodium, band structure (left) and integrated spectral function
(right). In blue the reference calculation with the self energy, in green LDA, in

red the dynLCA approach of eq. (7.22). The gray dots and the gray shaded re-
gion represent the band structure and spectral function of a HEG with density

equals to the average density of sodium (rs = 3.9315ay).
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Figure 7.15: Aluminum, band structure (left) and integrated spectral function
(right). In blue the reference calculation with the self energy, in green LDA, in
red the dynLCA approach of eq. (7.22). The gray dots and the gray shaded re-
gion represent the band structure and spectral function of a HEG with density
equals to the average density of aluminum (rs = 2.0738ay).

addition and removal energies. Both just represent an intermediate step to obtain what the
auxiliary system is supposed to yield, the local density in Kohn-Sham and the diagonal of the
spectral function in real space here.

In particular, to have the exact band structure from the relation A, (k,w) = 6 (w — €,,(k)),
one must have also the exact off-diagonal elements of the spectral function in real space, as it
is clear from the following inverse Fourier transform (see appendix|[l):

1 1 : /
Apn(k,0) = ‘—/fd?’rlunk(r)le(r,r,wH— v d3rgl3r'e_lk'(’_’)u,’;k(r)A(r,r',w)unk(r’)
r'#r

The auxiliary system, through the exact spectral potential, yields only the real system values of
the diagonal elements A(r, r,w), but not of the off-diagonal ones. These, in principle, can be
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Figure 7.16: Silicon, band structure (left) and integrated spectral function
(right). In blue the reference calculation with the self energy, in green LDA,
in red the dynLCA approach of eq. (7.22). The gray dots and the gray shaded
region represent the band structure and spectral function of a HEG with den-
sity equals to the average density of silicon (rs = 2.0054ay).
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Figure 7.17: Argon, band structure (left) and integrated spectral function
(right). In blue the reference calculation with the self energy, in green LDA,
in red the dynLCA approach of eq. (7.22). The gray dots and the gray shaded
region represent the band structure and spectral function of a HEG with den-
sity equals to the average density of argon (rs = 1.9407 ayp).

completely unrelated from the real system ones, resulting in a band structure which is different
from the reference calculation.

Thus, it is remarkable that the band structures evaluated in the auxiliary systems of the four
materials considered are in excellent agreement with their counterparts in the real systems, see
fig.[7.14}[7.15}[7.16|and[7.17]

On the other hand, some aspects must be considered. The first is symmetry: as it was shown
for the dimer and for the homogeneous electron gas, the off-diagonal elements of the spectral
function are often connected to the diagonal elements by relations pertaining to the geometry
of the system only (the dimer), or to the diagonal of the spectral function itself (the HEG). In
these cases, an explicit knowledge of the off-diagonal elements A(r,r’,w) is not even needed,
as all the information for the band structure is in A(r, r,w) only. Therefore, if the latter is repro-
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duced, also the former is in principle at hand.

Furthermore, the spectral potential in the HEG-connector approach is a dynamical gener-
alization of LDA that targets, besides the density, also the diagonal of the spectral function. This
means further constraints that the auxiliary system has to fulfill or, in other words, additional
matches between auxiliary and real system quantities. Already the LDA band structure is not
particularly weird, see the figures: it usually just needs a rigid shift — a scissor operator [144] — to
match with the reference band structure. This shift is recovered in dynLCA by the fact that the
diagonal of the spectral function must match its real system counterpart; hence, in practice, no
much freedom is left to the band structure.

Finally, another element to consider is that the potential vsg—A, in the HEG, reproduces also
the band structure by construction. Since the connectors and are HEG-consistent,
namely they generate a potential that reduces to the HEG potential in the limit of uniform
density, also the band structure that they produce reduces to the band structure of the HEG in
that limit.

These considerations show that, although in principle the band structure can be crazier
than expected, in practice this is not the case. One obtains, as a completely unforeseen by—
product, a band structure in an extremely good agreement with the reference calculation. This
result inaugurates the possibility of describing also angle resolved photoemission experiments,
for which Ay, (k, ) = §(w — £,,(k)), hence the band structure, is needed (see eq. (T-10)).

We finally got the result we were looking for: a real, local and frequency-dependent
potential, evaluated just once in a model system, is able to reproduce the integrated
spectral function of real materials, at least for the four system we have considered, to a
very good extent. Also the band structure, that was not expected to be recovered in the
beginning, is indeed in surprisingly good agreement with the result obtained in the real
system. As the computation time, one of the biggest issues in condensed matter physics,
is drastically diminished, one could think — as far as spectral properties are concerned
— to use this method instead of the standard one based on the self energy.
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We shall not cease from exploration
And the end of all our exploring
Will be to arrive where we started
And know the place for the first time

THOMAS STEARNS ELIOT, Four Quartets

This thesis represents a modest contribution to the theoretical description of many—electron
systems. I have presented the formulation of the problem in chapter[2} together with its stan-
dard approach in terms of Green’s functions. These are powerful intermediate objects, through
which a full description of the many-body system can be accomplished. When focusing on
photoemission processes (chapter [I), the one—particle Green’s function furnishes a complete
description of the microscopic propagation of electrons and holes in the material. To obtain it,
one usually introduces a non-local, complex and frequency-dependent self energy. However,
to describe the outcome of an experiment, only the trace of the imaginary part of the Green’s
function is needed. Therefore, once the Green’s function has been evaluated, which is a com-
putationally expensive process because of the non-locality of the self energy, one integrates out
most of the information gained. This, clearly, does not seem to be the most efficient approach.

In this thesis, I have presented two powerful shortcuts that are particularly suited to at-
tack the many-body problem. The first is an effective way of focusing on a reduced quan-
tity, through the introduction of an auxiliary system and the corresponding effective potential.
The second is a practical method to find the potential in realistic calculations, without pass-
ing through the computationally heavy self energy but connecting to a model system, which is
solved just once and for all. The results in the model system are tabulated and publicly avail-
ablefl]

I have applied these methods to the study of the diagonal of the spectral function A(r, r, w),
which is the fundamental many-body property that describes the outcome of direct and in-
verse photoemission experiments and, at the same time, yields the exact local density of the
system.

The results are particularly promising for the four systems that we have considered, sodium,
aluminum, silicon and solid argon, in the case in which the self energy is purely non-local
and expressed by the HSE06 approximation [12]. In particular, one of the simplest possible
forms of the connector, eq. (7.20), yields extremely accurate results for metals, while a more
refined version, eq. (7.22), is able to account also for argon and, to a good approximation, for
silicon. In the four cases, the results are in much better agreement with the reference self energy
calculation than the Kohn-Sham LDA is, showing the importance of frequency dependence in

4https://etsf.polytechnique.fr/research/connector/dynLCA
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the spectral potential.

The results that I have obtained for the four materials studied prove that this approach is
feasible in practice. A real and local potential, obtained via a simple connector from a model
system calculation, is able to reproduce - to a great extent — the diagonal of the spectral function
of realistic materials. However, to establish this method as a reliable tool, a systematic analy-
sis of different materials must be performed. In particular, is the final connector, eq. (7.22),
always a good approximation for metals? Does it generally underestimate the gap of semi-
conductors? For which class of materials can we really abandon the self energy approach and
completely trust the spectral potential method? To which extent can we disentangle properties
of specific materials from the electron—electron interaction treated in the homogeneous elec-
tron gas? These are pertinent questions to which an analysis of many more different materials
could answer.

Specifically, an attractive set of materials to examine is represented by transition metal ox-
ides, paradigm of strongly correlated materials. Their valence states are strongly localized in
space. Therefore, they are more suited, in principle, to an approach based on a local version of
the self energy. On the contrary, their physics is very different from the one described by the ho-
mogeneous electron gas, the model system we use to import the potential from. However, the
example of argon shows that the connector approach can work incredibly well even for highly
inhomogeneous systems.

In chapter[7]1 have focused on a real and static form of the self energy, the HSE06 one. We
believe this to be the most challenging test for our method, as frequency dependence is not
present in the standard approach, and must be introduced from scratch. The natural outlook
is considering dynamical (and complex) generalizations for the self energy, like, e.g., the GW
one. A dynamical self energy yields, in general, a spectral function with more features. Besides
a renormalized quasiparticle, satellites can show up in the spectrum. Obtaining the spectral
function in the GW approximation is certainly more demanding than with the simpler HSE ap-
proach [124]. However, this calculation must be performed just in the homogeneous electron
gas, and just one time (for different values of frequencies). Storing the results and importing
them in the real material through a suitable connector would allow researchers to avoid time-
consuming GW calculations.

Note also that an alternative strategy is possible. Indeed, one can break the spectral po-
tential into one part that is treated exactly in the auxiliary system, plus a correction which is
imported from the model system. This is the method that I implemented in chapter [f] for the
Hubbard dimer. It is also — trivially — the method I used for real systems. There, the part treated
exactly in the auxiliary system was the local contribution to the hybrids self energy; only the
purely frequency-dependent part of the spectral potential, corresponding to the purely non-
local part of the self energy, was imported from the model system. This idea can be generalized
and applied, for instance, to hybrids and GW, or COHSEX and GW (or even GW and beyond
[145]). The former could be treated exactly in the auxiliary system, by solving the generalized
Sham-Schliiter equation with 2 = Xconsex. The resulting spectral potential would ac-
count for the whole non-locality of 2consex. The correction Xgw—Zcounsex, instead, is expected
to be dominated by its frequency dependence, and to be more local than the whole Zgw. It is
this correction only, and not the whole Zgw, that is finally imported from the model system.

Finding the spectral potential in the HEG seems relatively straightforward. Indeed, eq.
still holds, even with a more accurate form of the spectral function. On the contrary, im-
porting the potential through the same connector is less obvious. In this thesis I have presented
different possible expressions for the connector. They are very simple, they are all dependent
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on the local density and they are based on physical insight. However, a systematic derivation
of a general expression for the connector is still missing. This is certainly a possible line of
research for the future.

To conclude, this thesis represents only the first step towards an extensive use of the dynL.CA
approach in real materials. Many blanks are left to fill in and many results still need an explana-
tion (the astonishing agreement in the band structure, for instance, or the analytic properties
of the spectral potential). However, the agreement with the reference calculation that we ob-
tained in the last chapter is an encouraging starting point.
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Résumé en francais

Cette these propose une méthode théorique innovante pour I’étude des spectres d’excitation
aun électron, mesurée par spectroscopie de photoémission directe et inverse.

La plupart des calculs actuels au niveau de I'état de I’art reposent sur des fonctions de Green
a plusieurs corps et des self-énergies complexes et non locales, évaluées spécifiquement pour
chaque matériau. Méme lorsque les spectres calculés sont en treés bon accord avec les expéri-
ences, le cotit de calcul est tres important. La raison est que la méthode elle-méme n’est pas
efficace, car elle fournit beaucoup d’informations superflues qui ne sont pas nécessaires pour
Iinterprétation des données expérimentales.

Dans cette thése, nous proposons deux raccourcis par rapport a la méthode standard. Le
premier est I'introduction d'un systéeme auxiliaire qui cible, en principe, le spectre d’excitation
du systeme réel. Lexemple type est la théorie de la fonctionnelle de la densité, pour lequel
le systeme auxiliaire est le systeme de Kohn-Sham : elle reproduit exactement la densité du
systeme réel par I'intermédiaire d'un potentiel réel et statique, le potentiel de Kohn-Sham. La
théorie de la fonctionnelle de la densité est, cependant, une théorie de I'état fondamental, qui
ne fournit que rarement des propriétés pour les états excités : un exemple est le fameux prob-
leme de la sous-estimation de la bande interdite. Le potentiel que nous proposons (le poten-
tiel spectral), local et dépendant de la fréquence, mais réel, peut étre considéré comme une
généralisation dynamique du potentiel de Kohn-Sham qui donne en principe le spectre exact.

Le deuxiéme raccourci est I'idée de calculer ce potentiel une fois pour toute dans un sys-
teme modele, le gaz d’électrons homogene, et de le tabuler. Pour étudier des matériaux réels,
nous concevons un connecteur qui prescrit l'utilisation des résultats du gaz pour calculer les
spectres électroniques.

La premiére partie de la these traite de I'idée de systémes auxiliaires, montrant le cadre
général dans lequel ils peuvent étre introduits et les équations qu’ils doivent satisfaire. Nous
utilisons des modeles de Hubbard solubles exactement pour mieux comprendre le role du po-
tentiel spectral ; en particulier, il est démontré que le potentiel peut étre défini de facon unique
chaque fois que le spectre est non nul, et donne toujours les spectres attendus, méme lorsque la
partie imaginaire ou les contributions non locales de la self-énergie jouent un role de premier
plan.

Dans la deuxieme partie de la these, nous nous concentrons sur les calculs pour les systemes
réels. Nous évaluons d’abord le potentiel spectral dans le gaz d’électrons homogene, puis
I'importons dans le systéme auxiliaire pour évaluer le spectre d’excitation. Toute I'interdépen-
dence non triviale entre l'interaction électronique et I'inhomogénéité du systéme réel entre
dans la forme du connecteur. Trouver une expression pour cela est le véritable défi de la procé-
dure. Nous proposons une approximation raisonnable basée sur les propriétés locales du sys-

153



APPENDIX A. RESUME EN FRANCAIS

téme, que nous appelons approximation du connecteur dynamique local.

Nous mettons en ceuvre cette procédure pour quatre prototypes de matériaux différents
: le sodium, un métal presque homogene ; I'aluminium, encore un métal mais moins ho-
mogene ; le silicium, un semi-conducteur ; I'argon, un isolant inhomogene. Les spectres que
nous obtenons avec cette approche concordent de maniére impressionnante avec ceux qui
sont évalués via la self-énergie, trés cotiteuse en temps de calcul, démontrant ainsi le potentiel
de cette théorie.
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Energy contributions

In this appendix we consider the different contributions to the total energy, proving eq.
2.7, 2.9), and (2.13). While the Hartree and the exchange contribution rely on a factor-
ized form for the wavefunction (independent particles), the kinetic and the whole interaction
terms are completely general.

The kinetic term To express the kinetic energy contribution as a functional of y(r, r’), we do
not have to make any assumption on the structure of the wavefunction, apart from its antisim-
metry:

2

Y
<‘PIZ(_71)I‘I’> fdgrl Ay dPry..dry (r'p---rr§v)5(r;_”)(_

2
<

— Y (ry,..., =
2) (ri,...rn)

vZ
=N | &rd®r' d®r,...d°rn6 (r'=r) (—?r) W(r,ro,., rN)Y (1, ro,.,ry) =

fd3 ar's(r )(——)y(r r)

fdgr lim (——)y(r r)) 2.10)

r'—r

Hartree Energy Assuming the “most classical” wavefunction, a factorized product of one-
particle wavefunctions u; (r;), that is WE (py, N = ]'[?il u; (r;), the expectation value of
the interaction term in the Hamiltonian (2.3) is:

1

E(H) . <\I](H)| - Z

(H)y _
int 2 4 ~7; [P =

1
fdsrl Ay uf (ry).. Ay (ry) ————u1 (r) ..un (ry) =
l#] lri— j|

fd3 u;.*(r)u,-(r)u;f(r’)uj(r’)
25 lr—r'|

=5fd3rd3r’n(r)n(r/) —%Zfdsrdgr’lui(r)|2|ui(r/)|2 o)
i

lr—r’| lr—r']|
where n(r) = (P 1a@) [PT) = ¥, |u; ()%, with a(r) := ¥N, 6 (r— #;). The very first term

is the classical electrostatic contribution, eq. (2.7), while the second term is the strict self-
interaction correction: a part of Fock is already here.
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Exchange contribution We can derive the exchange term following the same reasoning of

above, replacing the factorized wavefunction Y™ (ry, ..., rn) := 1Y, u; (r;) with its antisym-
up(r) .. wm@ry)

metrized version WD (ri,..,ryn):= \/;N*' det ; the interaction energy is:
un (i) .. un(@rn)

E(HF) = (‘P (SL) | Z 1

nt l¢]|r,—r]|

1
ar..d° _
=N #]f .. TN[ul (r))..uy(ry) - ]|ri_rj|

|\I/(SL)> —

[ul (ry)..un(rn) -

wy (r)u; (r') [us Fuj (r') = wi(r' u(r)]

1
:—Zfd%d%’l =

lr—r|

1 ) ,) - ] ! ,)
:Efd?’rdg‘r’y(r Ny, r)—yrr)y,r) 39

lr—r'|

with y(r,r") := ¥; u; (r)u; (r'). The self-interaction correction of above is here completely ac-
counted for by the antisymmetry of the wavefunction, and generalized to the full exchange
term of eq. (2.9).

Interaction energy The Hartree and the exchange contributions can be included in the whole
interaction energy, expressed in terms of the pair density n,(r, r'). As for the kinetic term, this
procedure is independent of the particular form of the wavefunction:

1 1
Y- — ¥
( |ZZ r]| )=
1
fd3r1 Ary ). dPryer(r), rv) 5 Z(rl, rNI—Irl, NP, TN) =
l#] \ Fi—rj
N(N-1 1
¥fd3rd3r’d3r3 derI l\I’(r,r’,rg,...,rN)‘I’* (r,r',rs,...ry) =
—r
fd3 a’r ’”W r) @.13)
_rfl .

By comparing this exact relation with the corresponding ones (2.7) and (2.9), one can have
access to the Hartree and Hartree-Fock contributions to n,(r, r'):

ny (r, 1) = n(r)n(r') = 3 1u; ()P luy ()

Y ) =y, n)ya, ry -y, ', r

From the last of these and eq. (2.12), the first-order (in e?) contribution to the exchange—
correlation hole is of purely exchange nature, and equal to:

nDr,r) =y, rya',r
Some useful exact relations:
e By the Pauli principle, lim, _, ny(r, ') = 0 (no two electrons in the same state), hence:
lim Ny (r, ') = —n(r)
r'—r
from which it is clear that n (r r') is “too much”: correlation reduces the hole.
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* Two very far electrons can be considedered as uncorrelated, hence:

. lrl'r|n Nye(r, 7)) =0
oo

* From the positivity of n and ny, we have:

Ny (r, ') < n(r')

* From the definition of n(r) and ny(r,r"), [d®n(r) = Nand [d®r'ny(r,r") = (N - 1) n(r),
hence integrating eq. over r’, we obtain:

fdgr’nxc(r,r') =-1

which says that the exchange—correlation hole contains exactly one electron: the electron
and its hole constitute a globally neutral object.
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Bethe lattice CPA solution

CPA solution of the Hubbard model on the Bethe lattice

In the infinite connectivity limit, the self energy becomes local and independent of the par-
ticular site i: Z;;(w) s jZ(w); the Green’s function in reciprocal space is thus G,;l(w) =
w-— 8(,)6 —2(w): all the k—-dependence of the Green’s function is due to the one—particle energy E?c
associated with the free Hamiltonian U = 0.

This constitutes an enormous simplification, as the on-site Green’s function G;; (w) := G(w)
can be evaluated as the Hilbert transform of the free density of states Ay (w), evaluated at w —
2(w):

Gw =)

1 _[ do'Ay(@")
% w—e‘l)c—Z(w) e

w-2(w) -0
Inserting the expression Ap(w) = 0 (D - |w]) n% 1- (%)2, with D = 2t, the previous integral

reads:
2 1 V1I-x2 2 2 [1 )
G((U):E/_I dXWZﬁ[ﬂ)—Z((v)]iB\/ﬁ[w—Z(w)] -1.

Squaring both sides and dividing by G(w) we get:
D2
— G- [0-Z()]+G Hw) =0.

We now use the Dyson equation G lw) = Yy 1(w) — =(w) to arrive to the final result:

2
() :w—%G(w) (C.1)

which is eq. (4.2): it is just a consequence of the lattice taken into consideration (a Bethe lattice
with z — o0), and the Dyson equation G Hw) = N L(w) — Z(w), which relates the Bethe lattice
local self energy X (w) and the Bethe lattice on—site Green’s function G(w) to an impurity Green’s
function %y (w); this is a self-consistent condition in DMFT, hence eq. is called the self-
consistent relation.

On the other hand, we have not given yet any expression for the self energy, and for any
interaction term, the Hamiltonian yields a Green'’s function fulfilling eq. (C.I). Therefore
we supply eq. with the Coherent Potential Approximation (CPA) expression for the Green’s
function, namely the relation [146} (147, 5]:

1 1 1
G((U) == + )
2|9 w+¥ Glw-Y%

(C.2)

which is eq. (4.1).
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Solution of the third order equation

Eq. can be solved by standard methods; first, we set to one the coefficient of the G
term, with G = G(w), and eq. becomes:

8w 4 U? 40? 4\?
3 2 -
G—EG +§(1—E+F)G—(ﬁ) w=0 (C.3)
By referring to the cubic equation x3 + ax? + bx + ¢ = 0, we build the following quantities:

A =18abc—4a’c+ a’b* —4b® - 27¢°
4V, 3., o
— | l0°=—= (D" -U
o) (023 0= v?)

w(4)\®
Ay =2a®-9ab+27c=——|—| (9D*+18U* - 8w?)
4\ D2

Ng=a®-3b=

@)
Il

2 2

1
/a2 3\3 1
Ay /AT - 44, _(AI_M)S

The three solutions of x3 + ax? + bx + ¢ = 0 are:

1

(k) —
x(w)=—=
(w) 3

A
a+£kc+—°] k=0,1,2
ékC

with ¢ := % (-1+ V/3i) cube root of unity. To apply it to our problem, we consider the following
auxiliary quantities:

w+U+i w U+i
r = —_— Z = —_——
1 ) n | 5 n

and the three parameters a, b and ¢ become:

4
a —ﬁ(z1+z1)
4 4
b_ﬁ 1+§ZT'Z1

For each value of frequency, of the three solutions G*) (w) we choose, among the two conju-
gates, the one with negative imaginary part. The corresponding spectral function is:

Ag

- |m [5kc]

1 1
AP (@)= —=TmG® (w) = — |1
T 3n

which is positive, and zero if Ag = |C|? or if Im [¢¥C] = 0.

Non-interacting system If U =0, from eq. @I) GV () = 4" () := Gy(w), and eq.
can be recast in the following form:

D? D?
—_Gy— —Gy—
(4 0 w)[(4 0T

with the solutions Gg = % or Gy = % {a) +Vw?— D?}. The first one is purely real, hence we
discard it, while among the other two we choose the one with negative imaginary part:

Go(w)zé{w—\/wz—Dz}.

Go+1|=0
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The corresponding spectral function is:

1 2 2
Ao(w)Z—;ImGo(w)=9(D—|w|)n—D\/1—(%) , (C.4)

normalized to 1 as: ﬂ%f_DD dwy/1- 1“;—2 = %f_ll dy\/1-y? = %ffﬁz df cos?6 = 1. Note that G
has no poles unless w = 0 for D = 0. The inverse of Gy is:

Gyl (w) = % 0+ Ve?-D2) (C.5)
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Hubbard dimer at half filling

Symmetric case D =0

Energy spectrum

We present the result of the diagonalization of Hamiltonian in the half-filling case N =
2. A possible choice for the ordering of the site basis is {IT, ™I D, 110,00,10, 100,10, 1,1, 1)}.
Symbolically, we refer to this basis as Iaglz)lagzz)l,a?:)zagz:)z). In this basis, the Hamiltonian
is represented by the following matrix:

2¢0 0 0 0 0 0
0 2¢ -t —t 0 0
G| 0 -t 20+U 0 +r 0
0 -t 0 2e0+U +t 0
0 0 +t +1 2eg 0
0 0 0 0 0 2¢
The corresponding eigenvalues are 2¢( (three times degenerate), 2o + U and 2¢( + Uzic, c:=
V/ (41)? + U?, with the following associated eigenvectors:
{H-2e0}11,1)=0
{A-2e0}11,1)=0
{H—Zm}-1{n¢>+unﬁ]=o
V2
A 1
- — - = (D.1)
{ m%+UuL@mLm|auﬂ—o
N U-c 4t 1
{H> 260+ — H[MC_mUuw—unﬂ+50nnruauﬂ]=o
. U+c 4t 1
H-|2 ’ 1 - ’ ’ =
{ €0+ — }bw+wﬂrw|im bm1m+wnﬂ]o
. 2 2 2 2
with £ :=1+(25)" and & :=1+ (25)"

The lower energy is represented by the fifth state, which is the ground state, completely
symmetric in spin:

4t
a(c—-U)
One can introduce also for N = 2 a bonding—antibonding basis [148] |a;01, a202), namely an
electron in the state a; with spin o; and another in state a, with spin o,; this new basis is

IGS)N=2 = (1.0 -10.10)+ (1110 +10,11)
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ConVentionaHy Ordered as fOHOWS: {|_ Tr+ T>)|_ Tr+ l>)|_ T»_ l>r|+ T»+ l>r|_ l»+ T>»|_ l»+ l)})
and the matrix of change of basis is:

-1 0 0 0 0 0
1 1 1 1
0 -3 3 -3 =3 0
D@ ) @ 0 3 3 3 -3 0
(010,021,020, |0101, €202) = o -1 I 1 L'
i 4 1 A
0 -3 -3 3 -3 0
0 0 0 0 0o -1
In this new basis the ground state reads:
_ 1 2t 1 2t
G2 = [+ = =1, - D=y /s ==+ 1+ D)
2 ¢ 2 ¢

Green’s function

One can build the Green’s function with the usual Lehmann decomposition; the N = 3 sec-
tor is analogous to the already diagonalized N = 1 sector (particle-hole symmetry). The result
is symmetric in spin, which we omit, and reads:

12 1,2
2 c 2 c
G_(w) = +
w-(eo+t+Z)+in w—(eo+1+L4)—in
1, 2t 1 2t
_+_ = — ==
G+(w): 2 c + 2 c
w-(eo-t+Z)+in w-(eo-t+%<)-in

The non-interacting Green’s function is:

0 1
GCllw)=———
w—(e—1)—1in
0 1
Gw)= ——
w—(eg+H+in
Therefore, the self energy reads:
2 _(w)= H + UTZ
- 2 w-(eo+3t+Y)+in
Y 5
Zi(w)=—+

2 w-(e0-3t+Y)-in

Asymmetric case

We repeat the analysis for the Hamiltonian (6.2), with D #0, t=1and N =2.

Energy spectrum

To get the Green’s function, we must diagonalize the Hamiltonian in its sector relative to
the addition of a spin—-down electron (the spin—up situation or the removal of a spin-down
electron are trivial). Therefore, we can restrict ourselves to the Hilbert space spanned by the
basis {IT, ,111,00,10,11),11, T)}, where the Hamiltonian reads:

0 -1 -1

I:I(N:zxsz:()) . -1 U+D 0
-1 0 U-D
0 1 1

(D.2)

S = = O
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The eigenvalue equation det [ — e, 1] = Oreads e, {e3 — 2Ue5 + (U? — D? —4) ej +4U} = 0, which
has the solution e; = 0 := e, plus the three solutions of the third order equation ei -2U ei -
ey (D?-U?+4)+4U=0:

e = % [U—rcos(@—%)]
62=0
e3 = g [U—rcos(9+%)]
ey = g[U—rcos(0+n)]
with:
Z?:=9D*-U*-18
rf:=3D*+U%+12

2
zcU

cos36 := —
-

The corresponding normalized eigenvectors are:
. 1D =10D)+ =B (11,0 -10,1D) = eal11,0)] =13,
YTlSann i A=2

1
2

with A} = V2 , with the expected behaviour in the

(oo %) 2leomg)
142 ——— - = +2|———
ex+D-U 2 ex2+D-U
limit D — 0, see eq. (D.I). Finally, I show the action of the creation and annihilation operatorsﬂ
on the ground state |-, 1) = cosp_11,0) +sinp_ |0, 1):

&l 1=, 1y ==sinp_I1,1) & 1= 1 =cosp_111,0) =sinp_[1,1)
& 1= 1) =cospI1,1) & 1= 1y =cosp-I1,1) +sinp_10,1])
¢111=,1) =cosp-10,0) ¢ l=1=0
Co1 1= 1) = sinp_10,0) G- 1) =0

The Green’s function for N = 1

The spin-up case is trivial, since an additional spin-up electron would not interact with the
other one, and one would therefore get a non-interacting two-poles Green’s function:

bi1cospy +6;2sinp.|[dj1cospy +bj28inpy
Giji(w) = - +
w—e;+in

[6i1 cosp_+0i2 sinp_] [6]-1 cosp_+6j2sinp_
+

w—e_—in
The corresponding spectral function has two peaks:
Ay @) = A 6(0 =)+ A 5(w-e (D.3)
with weights:
l[n(—)" D_| j=j
AE.}—T)T = [6j1co8p+ +6;28inp||6j1c08p+ +8 28N+ ={2 ) vD?+4 oy
' F—= 17 ]
D?+4

las a convention, |1/,1) = c;cirlc} |0, 0).
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Spin-down case: the Lehmann representation For the spin—down case, we must use the ex-
act diagonalization results to explicitly build the Green’s function via the Lehmann representa-
tion. The spin—~down Green’s function involves a sum over the four eigenvectors ¢, of the N =2
Hamiltonian, that generate the four poles of the Green’s function:

4 Pl €] 1= 1) (= 118y 1pa)

Gii|(w) = - = ;
g /12::1 w—(ex—e-)+in P

The contributions relative to the transitions from the ground state to the e, e3 and e, excited
state are:

2
<<P/1|511Ll =D a1 ﬁ [COSP— (m —6/1) +Slnp—]

G(ea) _
11, (@) = w-(ex—e-)+in w—(ey—e_)+in
N _ _ “
12, \@ 21, @ w—(e1—e)+in
1 . 2 ) '
_IMP COSp_ —sInp_— e,1+(D—U)'] [COSP— (m - 6,1) + smp_]
- a)—(e,l—e_)+i17
G (@) = <¢A|5;1|—,T)<—,T|521 lpr) M, THE [COSp_ sinp_m]
22,

w—(ey—e_)+in w—(ey—e_)+in
while for the second pole:
(P2l €} 1= 1) (= T1er) 1) 1sin®p_
w—(ex—e_)+in _w—(eg—e_)+in
(2l &) 1=, 1) (=, 11 &1 1po)
w—(ex—e_)+in B
1

_ —3sinp_cosp-

(e2)
G\ () =

(ez) (€2
%) (@) = G2 (@) =

—(e2—e ) +in
6 () = (P2l 1= D (o1t i) Jeosp-
2l w—(e2—e-)+in w—(ex2—e_)+in

Putting everything together, the total Green’s function reads:

2

1:n2
leIl pP-

1 2 .
Z WAL [COSp_ (m-@g)+$lnp_]

G =
11,} (@) w-(e2—e)+in T3, w=(ex—e)+in

1 .-
—3sinp_cosp-

Gi2,| (W) = Ga1,| (W) =

—(ex—e_)+in
#[cosp —sinp_ —2— Hcosp (—2 —-e )+sinp ]
4 Z | A1 - ~ ey +(D-U) —\ex+(D-0) A -
1=1,3,4 w—(ey—e-)+in
1052 1 [cosp_—sinp_—]
5 COs™p— AR e, +(D-0)
Goa,| (W) = — + :
—(e2—e_)+in ;9354 w-(ey—e_)+in

from which the spectral function can be written as:
@)
Ajj () = ; A7 8w —wy)
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2 . o,
where the polesare wy :=ey—e_=¢ej +4/1+ DT and the intensities are:

_ 1,. .
5/}’—12) =3 [sinp_8;1 —cosp_&;2] [sinp_6 1 —cosp_6 o]

1 2
A@#):—[( _(—_ )+- _)5.+
i YA cosp et D=1 ey|+sinp_ |6
+(cos sin 2 )6 (cos ( 2 e)+s'n )6 +
_ - _— . . _ —_—_— 1 _ .
P p er+(D-U) i2 o er+(D-U) A p j1
. 2
+(cosp_—smp_m)5ﬂ]

Non-interacting system

Setting U = 0, we have:

V=0 - _/D7ia

(U=0) _
€y =0
(U=0) _
e; =0
eU=0 = /D2 +4

while the eigenvectors become:

30 = ——— |1.b =1l )+ 5 (VD3 D)i1L,00+ (VDZ -+ D] 0,11
6200 = (1 b +1L, D)

49V = e | 21D =1 1)+ VETLO =10 1)

00070 = == [11.b =111~ (VD7 3+ D)i11,0+ (VDT+a-D)i0. 11

The amplitudes of the peaks of the SF are:

102
A#£2) _ s p_

i | A%

2 2
-1 -1
t _ - 1/6; t _- 0|~
(an P (ewD ‘”)+ ) ’”(an P ea+D) lz]
tan~ ! 2 —ey|+1]|6;1+[tan"tp_ — 2 0
p- er+D A j1 pP- j2

ex+D
that is, finally, a non-interacting two-peaks SF:

_ 1 1 D
A(U‘O)(w)=—(1— Sw—w )+—(1+ )5(w—w )
thl 2 D?+4 V2 VD?+4 ?
_ 1 1
AU=0 () = O —w1) - ————6(w — w>)
12,1 VD2 +4 ! VD2 +4 2
_ 1 1
A(U—O) :_(1 _ _(1_ ) —
5 (@) St s O(w a)1)+2 1 0(w—w»)

having used the fact that eéUzo) = egUZO). As expected, the fourth pole efluzo) = vV D? +4 has

a vanishing amplitude in the limit U — 0, and doesn’t show up in the previous expressions.

Moreover, the spectral weights depend on the site: for D > f, A(IZ{TO) (w) ~ (W — w>), while

A%TO) (w) ~ 8 (w — w1). By contrast, for D ~ 0 one is back to the symmetric result.
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Symmetric system Setting D = 0, we're supposed to go back to the symmetric dimer results.
Solving the equation cos360p=¢ = —U %, we are left with three solutions, namely:
3VUZ+16-U

4VU? +12
-3VU%+16-U

4vVU?+12
U

2VU? +12
These different solutions correspond to different orderings of the D = 0 poles: chosen one of

the previous 6p-¢, the poles derived from it are always the same: in this sense, there is no
ambiguity.

cosOp—g =

cosfp—g =

coslp—g =

Small displacement If D « 1, a power-series expansion in D is convenient; here is the be-
haviour of the position of the poles:

V2U (172 2
- U-c\ D? YU (U? +14) VU2 -Uc+8-2(U +3c)
w1D~0(1+ )+— 1+—5 ( ) 0 (D%
8 U2+12
- D?
w2D~01+?+@’(D4)
Do D? 1 12V02—Uc+8-Y2Y (U% 1+ 14) (U +3¢) \
w3 A+ )+ — 1+ —= +O6 DY
8 N U2 +12
V2U (772 2
- U+c\ D? Y2 (U +14)VU?2-Uc+8+2(U+3¢)
w4D~0(1+ +—|1+-5 ( ) +0(D"
8 U2+12

or:

- D?
w; ol + 0+ APw;)+6(D%

where APw; =4 Ozwi/6D2|D:0 -1
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Appendix

Sham-Schliiter equation
for the density matrix

Hubbard dimer at half filling

If continuous space is discretized into lattice sites 7, the analogous of the generalized Sham-
Schliiter equation (3.17) for the density matrix y;; = S %eiw”Gi j(w) is:

dw ; dw
Y| s "G @G =) vy, f —"1G) ()G () (E.1)
kY 27l - 2mi

with the non-local y-effective potential vz./j. We take the Hubbard dimer, eq. (4.10), as a model
to which applying the previous equation. As both Green’s function and self energy are di-
agonal in the bonding-antibonding basis {a} = {+}, with a = + in the antibonding and the

bonding state respectively, we express the Sham-Schliiter equation in that basis, with v}’j =
Yo (ila) vy (al:
dw ; do
f 2 NG () E4(@) Ga(w) = V] f 2 1G] (@) Gal) (E.2)
27 2mi

Note that its DFT counterpart would involve a local potential U:.(S, which corresponds to an
a-independent v*5. The Sham-Schliiter equation for the density would be:

f d—“’.e"”’"ZGES (@) Z¢ (@) Gg (@) = U f d—“’.e“”"ZGES (@) Ga(w) (E.3)
2mi @ 2mi a
which is more likely to have a solution as a sum over « is performed.

Let us check if a solution to eq. exists. If the ground state is composed of a single
electron in the ground state, as we considered in chapter[4.2} the previous equation will always
have an undetermined solution viyj. Indeed, with a single spin—up electron, the ground state is
a trivial Slater determinant, and the density matrix is already idempotent and independent of
the interaction: yop,6 = 05,104p0a,— OT Yijo = %60,1.

Therefore, to check if non-trivial solutions of eq. exist, we have to move to the N =2
sector (half-filling): the result is displayed in appedix[D}

1z 1,z
G_(a)): 2 c + 2 c
w—(£0+t+U;C)+in a)—(£0+t+U2_C)—i1]
1, 2¢ 121
_+_ - — ==
2 c 2 c
Gi(w) = +
w-(eo—t+Z)+in w-(eo-t+L<)—in
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with the self energy:
s =2+ £
B 2 w-(eo+3t+Y)+in
Y 5
Zi(w)=—+

2 w-(e0-3t+Y)-in

The auxiliary system Green’s function G (w) can be read from the real system Green’s func-
tion, by setting U = 0 and introducing an state-dependent potential v}:

1
Gl (w) = .
w—(eo—t+vt)—in
1
Gl =

w—(eo+t+vY)+in

Let us now plug all these quantities in eq. (E.2), assuming ¢ = 1 and ¢y = 0 for simplicity. We
first consider the bonding state; the right hand side reads:

d .
oY f 29 ol GY ()G (w) =
21

o e -8 ded ] %0-9)
“Jemiw-(-1+vY)-in |w-(1+SY)+in w-(1-SY¥)-in| vi-2-9Y
As for the left hand side, it reads:
f 49 oG (@) (@)G- () =
2mi
. 2
Ao u ¥ e
2miw-(-1+vY)-in |2 w-B+%)+in||lo-(1+SL)+in w-(1-5Y)-in
_M+ﬁ(l_é) do e 1 L,
vlf-2-<U 8 cJ) 2miw-(-1+v)-inw-3+¥)+inw-(1+=Y)+in
U? 4\ [ dw elen 1 1
+—(1+—) P— R o U\
8 c)J 2niw—(-1+vl)-inw-(3+3)+inw-(1-5%)-in
I { U 2t 1,
vl-2-<U 8 vi-4-Y Lo U
+U2(1+4) 1 1 . 1 1|
8 c 1)7_/—4—%1)7_/—2—% L) U_02+§
U, 4 1 y
=_(1__) Y U Ty U117 Uy T
Al o [vl-2-57] [i-4-F][vt-2-57]

U1+
) o s

Therefore, the Sham-Schliiter equation reads:

O_Q( _g) - g
AU o ([f-2-42] [ol-a-F] [0 -2- Y]
U(l+2 1 1
Y ¥ T1r,7 U] " Torcll 7 U—c
1-2) v —a-3] v 2= [2+3][vT -2- 5]




APPENDIX E. SHAM-SCHLUTER FOR THE DENSITY MATRIX

which simplifies to:

o) o= e )

which never holds, apart when U = 0, when it displays an undetermined solution. Of course,
this is a trivial case as the density matrix is already idempotent. Note that, even with a complex—
valued auxiliary system potential v¥ € C, we would arrive at the same conclusions.

1(1 4) vl —(2+ %)

Homogeneous electron gas

In the case of the homogeneous electron gas, the non-local potential v¥ (r,r') = vY (Ir — r')|
can be written in reciprocal space as a k—dependent function v" (k), and the density matrix of
the auxiliary system in reciprocal space reads:

u +00
Yy (k) :f dw Ay (k,w) :f dw 0 (u-w)8(w—e)— v (k) =0 (u—¢) - v" (k)
On the contrary, using the standard self-energy, the density matrix is:
u +00
y (k) :f_oode(k,w) =[_oo dw 0 (- w)6 (0 -} - Z(k,w))

In the most general case, when there is correlation and the self energy is frequency-dependent,
there exists more than one single solution wy (k) to the pole equation w — 52 - >(k, w)|
0; therefore, the delta function splits into:

w=wy (k) =

6 (w—wolk
6(w—£?c—2(k,w)): > (= wo(k))
o |1 - 2k
00 | h=qwq (k)
and the density matrix becomes:
0 (1 —wo(k))
¥ (k)= Z;C ] — 9Zkw)
wo (k) 0 =0y
Thus, the generalized Sham-Schliiter equation[3.17|for the density matrix becomes:
0 (pu—wolk)
O(p-gp—v"k) =} (Eu otb)
wotk) |1 — Z2Ee)
00 | y=wq (k)

or, introducing the excitation energies of both the auxiliary and the real system, SZ = 52 —vY(k)
92 (k,w)

and eg) = w(()i) (k), and the renormalization factors Z ! := )1 -5 | Lo
! @0 =0 (k)

0(u—e})= ZZiH(p—e;f))
L

This equation cannot hold in general for any k: the left hand side is a simple theta function that
is alternatively one or zero, depending on k. This single theta function cannot stem from the
sum of different thetas: their weights must sum to one, resulting in a step function that starts
with one and goes to zero as wg (k) goes from lower to higher values. Indeed, for very small k,
the energies sg) lie inside the Fermi sphere, hence the sum is over all the terms and results in
Y.; Zi = 1: the equality can hold. By contrast, for larger values of k, some terms will not be inside
the Fermi sphere and will not be included in the summation, hence a resulting value less than
one (the steps), that cannot be reproduced by the single theta function on the left hand side.
Finally, for larger k, there will be no terms in the summation, yielding a zero density matrix
that, again, can be reproduced by VZ'
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Appendix

Homogeneous Electron Gas integrals

We will prove here some expressions given in the text relative to the homogeneous electron
gas; such a system is homogeneous and isotropic: local quantities like f(r) cannot depend on
a specific location r, hence they are constant; bilocal quantities like f(r, r’) will depend just on
the distance between the arguments, f(r,r’) = f(|/r—r'|); the same holds true when performing
Fourier transforms into reciprocal space.

Screened exchange self energy

I will prove here eq. [4.50), the Fock self energy evaluated with a Coulomb potential multi-
plied by a screening function; in particular, [ will first consider the screened potential in recip-
rocal space, then I will evaluate the long range contribution 2)1;51 (k), from which the pure Fock
self energy Z« (k) as its limit for A — 0, and finally, from the relation erfc(x) = 1 —-erf(x), the short
range part Z)S(ﬁ(k), which is equals to X (k) — Zg‘l(k).

The screened potential Consider the long range part of the Coulomb potential in the error
function parametrization, vir(r) = % ; its Fourier transform is vy g (k) = [ d3re kT a ().
For r :=|r| > A, vir(r) asymptotically goes as 1/r, whose Fourier transform is ill-defined; we
therefore add an artificial Yukawa damping e ™" to the function vig(r), that becomes va(r) =
vir(r)e H", keeping in mind to take the limit u — 0" at the end of the calculation [4].

The Fourier transform of va(r) is therefore:

) +00 f //1 +1 .
Vi (k) Zfdgre_”” v}R(r) Zan ar 2SI )e_’”f dée” "1k =
0 r -1

_ 2nid f+oo dx erf(x) {e‘““”k)x - e‘M’”‘_ik)x}
[kl Jo

(E1)

with x = r/A. The integral f0+°° dx erf(x) e”** with Rez > 0 can be evaluated by parts [149], and
the result is f0+°° dxerf(x)e ™ = %ezzl 4erfc§. Therefore, eq. becomes:

A2 102 22 102
2mi) | eT Wik Au+ik)| eT®w-ib AMu—ik)
K (k) = fi ( ) - fi ( ) E2
RO =~ {)L(,u+ik) T =ik ¢ (£2)
One can now take the limit ¢ — 0 and recover the original potential vy (k), which reads:
4w _ 222
vir(k) = 2 (E3)
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having used the property that, since erf(—x) = —erf(x), erfc(—x) = 2 — erfc(x). Its short range
counterpart vsg(k) is v(k) — vir(k), with v(k) the Fourier transform of the Coulomb potential:

a7 _A%k2
vsr(k) = 2 l-e 1 (E4)
The behaviour of the potentials vig(k) and vsg (k) as functions of k are shown in fig.

The long range self energy The general form of a screened Fock self energy is given by eq.
with v¢(r) replaced by vgcreened (1); in particular, using erf(r/A) as a screening function
results in the long range potential vig(r) introduced in eq. (4.45); transforming to reciprocal
and frequency space, the self energy thus reads:

dqd’
@2m)3 2

SR =i e"“1G(lk + ql,0 + ") vir(q)

with vir(g) given by eq. (E3): since that is a static potential, the frequency integral can be
done straightforwardly by moving to the complex plane: the convergence factor e’ selects
the upper half plane, where the poles of the Green’s function refer to occupied states; therefore

it is not surprising that the occupation number n, = f_“oo dwA(p,w) = 0(kr — |pl) pops up, and
the previous expression simplifies to:

dS
IR (k) =—fﬁvm(q)mk+m

or, in polar coordinates, with k- q = kg cos9 := kqg¢:
2
1 (ke +1 o= irlg-kP
zLR(k)=——f d 2[ ai———
X T 0 q q 21 6 |q _ k|2
Replacing ¢ by the variable ¢ := %Zlq — k|?, the last integral becomes:

g lake e o 22
d = dt— E o k E N _ k 2
f—l ‘ lq - kI? ZkCIf‘f(q—k)z t qu{ 1( (q+K) ) 1( L=k )}

having introduced the Exponential Integral function, defined for x € R\0O as Ei(x) := — f_+x°° d teT.
Its derivative is %Ei(x) = %x Therefore, the self energy becomes:

zLR(k)——i de {Ei(—/l—z( +k)2)—Ei(—A—2( —k)z)}
x K== qq U L

It is useful to introduce the dimensionless variables x := %(k + g) in the first and the second
term respectively; the self energy assumes the compact form:

2 (k+ kr) 1
SR (k) = ( f x(x——k)Ei(—xz)
2nk A (k—kp) 2

We now use the integrals [150]:
2 (2 2 1
fdxxEl = —El( %) - fdxx— (—e‘xz) = x—Ei(—xz) +-e ™
2 \x 2 2
2
fdel = xEi(- 2)—fdxx(;e_xz):xEl( ?) - Vmerf(x)
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and the previous expression becomes:

1 2 5 (k+kg)
LR - .
(k) :_n)tzk{e * +ﬁ7tkerf(x)+x(x—7tk)E1(—x2)};k_kF)
namely:
o (k)__nﬂtzk{e Z Fo—e D+ Ve Ak |erf — —erf — +

2

2 2
+%(k2—k§) Ei(—%(k—kp)z)—Ei(—%(k+k1:)2)]} (E5)

which is an even function of k: Z%R(—k) = Z%R(k). Note that, like the Fock self energy, also the
derivative of ZLR (k) is singular for k = kg; indeed, both vig(r) and the full Coulomb potential
have the same unscreened long range behaviour.

Some properties of Z,L(R(k) are the following:

1 Ak Ak o0 2k
Z)IZR(kZO)=—ﬁ erf(TF)—erf(—TF) /1—9__13
/2 T
kg erf(Akg) 1 _22k2) | A—0 kg
SRk =kp)=-— - 1—e Mk |0 _ZE
x F) s vr Ak A2K2 ( € ) p

The Fock selfenergy Taking thelimit A — 0, the long range part of the Coulomb potential

tends to the full Coulomb potential, and eq. becomes the usual Fock self energy; using the

o —0
limits erf(x) "~ \/LE

eq. becomes:

-0
x and Ei(x) T2 Y+In|x|+0(x), with y = 0.577... Euler-Mascheroni constant,

kg k> - k% k- kg
(k) = lim =LR (k) = ——{1 | ‘
X(k) JLI—IR) x (k) b4 * kak n k+ kF

} (E6)

which is the usual Fock self energy [99].

The short range self energy Finally, as vsg(r) = v(r) — vir(r), the short range self energy can
be found from Z)Sglfl(k) =2.(k)— Z)E}jl(k). The result is:

k k? — k2
=SR (k) = —;F 1- ZkaF In

kF+]C'
kp—k

1 _A2 V2 22 2
+ {e ek _ o= k)™ ke +

A2k

(A(k+ kp)) ()L(k—kp))
erf| —— | —erf[ ———
2 2

Ei (—%z(k - kF)Z) —Fi (—%Z(m kp)z)] } [@50)

/12
+ Z(k2 - k?)

Some properties of Z3R (k) are:

erf| e
z)S(R(k_()) _& 1_ﬁ (2)
2 (&)
2
k; erf(Akg) 1 4212
SR/7. _ __MEL, F Ak
SR (k= kp) = n[l Nea . +_12k§(1 e F)}

Note that, as the Kohn—-Sham potential in the homogeneous electron gas is the self energy at the
Fermi level, v2I'T = 2, (kg, w), the last line represents also the short range exchange potential of

DFT: U)I? FTSR _ Z)S('R(kp), that we will need for defining the HSE06 hybrids self energy.
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Moreover, from the definition of the Fermi energy u as the single particle energy ¢ at the
Fermi wave vector kr, namely y = e, = €], + hloc 4 a3SR(k = kg), since hlo¢ = pDFT _ qpDFTSR
and v,]? FTSR _ Z)S(R(kp), we obtain the important result that the Fermi energy in the HSE06 ap-
proximation is the same as the Fermi energy in DFT: p = uPfl = ng + vDFT,

Also the bandwidth W = u— €r- can be directly related to the self energy: in the free as well

as in the DFT case, the bandwidth is WPFT = E?CF. In the HSE06 case, the bandwidth is smaller:

WHSE06 _ (WDFT _ [Z)S(R(k =0)— Z)S(R(k =kp)| =

—e VK (E7)
b (1 ] 4 () et

— WDFT _ o XF
A%KE Akp

T

The correction in square brackets is zero for Akg = 0 (pure DFT limit) and goes asymptotically
to 1 for Akg — oo (the correction of the PBEO functional).
The first and second derivatives of 23R (k) are:

k—kp
k+kp

dsSRk)  1(1(. KE\[..( A2 o [ A 2 2
T_;{Z(l+ﬁ [El(—z(k—kp) )—El(—z(k‘i'kp) )—ln ]+

ke 12 (k) (AZkek

— e 7 (k) ¥k 1)t (B8)
2
]+

25SR 2 ’
d*z3N (k) _ ! {kﬁ(lcf:—kz) [Ei(—%(k—kF)z)_Ei(_%(k*' kF)z)‘ln

dk?  2mk3(k2 - k2)

k— kg
k+ kg

2 2 —
— a3k + 207 (keke) (elszk—l) (k + ke) kpkz—W] +2ka3]} (E9)
Their values at the Fermi wave vector are:
azsR (k) 1(y 1 sia L, 1 22k
— - = ;{5 -1+ 5ln(—A kg) - 5El(—/l ki) + e (1 —e F)}
d?35R (k) 1 dzRi 1 {1+e—12’<§ 1—e—“k§}
ak* i, ke dk  |g—p, 7k 2 A2k

which diverge for A — 0 (Hartree-Fock limit). Finally, also the short range self energy X3 is an
even function of k: Z,S(R(—k) = Z,S(R(k); as a consequence, its derivative is odd. We will use these
properties in the next section.

Spectral function

I will consider here the full spectral function defined in eq. [#.52), which reads:
/ d3k ik-(r-r") 1 oo 2 *1 ikAré
A(r,r,w)=fme A(k,w)=wf0 dk k 5(w—£k)f_1 dée

having introduced Ar := |r — r’| and ¢ = cosd with 9 the angle between k and the vector r — r'.
Evaluating the last integral, A(Ar,w) becomes:

1
4im?Ar

+00 3
Alr, 1, w) = f dk k e 5w —¢p)
—o00

The delta function can be expressed as a sum over the two symmetric (g is an even function of
: : _ 0 loc SR :
k) zeros +ky(w), solutions of the equation 0= w —¢ k= ht —aX3" (k) | ket ko () with +kg(w) the
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positive one; such a solution exists whenever w = ming €, = ¢ — W, with the bandwidth given
by eq. (E7); if no solution exists, the spectral function is identically zero. Therefore:

O(w—p+W) ptoo ; -
A(r,r/,w):—(w_ g )f dk k e'*Ar Ok IEO(w)) 5(k+550(w))
4im?Ar ’k+“dzdk(k | adzdk(k)‘
ko(w) k()(w)

Since both k and dz (k) are odd functions of k, the previous expression simplifies to:

4l]T2AI‘ ZSR k)

W zkAr
Atrr ) = 1O B2 f dk {6k - ko(@)) + 8 (k+ ko (@) |
|k a2

ko (w)

Finally, we can integrate out the delta functions and obtain:

O(w-u+W kz(w) eiko(w)Ar_e—iko(w)Ar
A(r,r',w) = ( 2“2 ) OdZSR(k) @A
3 Ko (w) + a 2% ‘ iko(w)Ar
‘ O(w) a dk o (@)
or:
2

Olow—u+w L sin (kAr

A(r,r',w) = ( 'l; ) e )
™ k+a@=® | KAT k@)

which is eq. (4.53).
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Appendix

First order perturbation in v*** of the
generalized Sham-Schliiter equation

In this appendix, from the viewpoint of the generalized Sham-Schliiter equation, we derive
arelation between the spectral potentials of a homogeneous system in which v® + vy = 0 and
a system in which the external potential is considered as a small perturbation 6 vt to v,

We therefore consider four systems: the homogeneous electron gas G" and its auxiliary sys-
tem GgF on the one hand; the actual system G in which we turn on §v®(r) with its auxiliary
system Ggr on the other.

ext

A first consequence of turning on 6 v®* is the modification of the Hartree Green’s function,

which becomes:

V2
w— (_7 + v 5™ () + vy +5UH("))

Gﬁl(r,r’,w) =6(r-r')

=Gy~ r,r @) = [6v™ () +6vn ()] 6 (r - 1)

Consider now the actual system Green’s function G; its inverse is given by G™! = G;Il —2, where
the self energy can be written as Z = >h 4+ 6%, and 6 ~ G (6 v&<Y). It follows that (variables and
integrations implied):

Gl=Gh1- [6veXt+6vH+Zh+6Z] =
=G - [6v™ 4+ Svy + 62

being G" 1 = Gg o [v™t o+ Zh] and v®*' + yy = 0. Inverting this equation we get:
G=G"+G"[6v™ +6vy +62|G
and to its first order in § v®<":
G=G"+G"5v™ + 5vy +62|G" (G.1)
The same proceeding for the auxiliary systems GgF and Ggr yields, to its first order in 6 vX:
Gsp = Gl + GL(6v™ + S vy + S U5 G, (G.2)

having written the exchange-correlation part of the spectral potential as vgy, = vggh +6vgp, and
Svgs ~ O (6v™).
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Require now Im[Gl,, = Im[GgFl, , and alike in the homogeneous system: Im [Gh]r'r =
Im [GgF] . - Using the expansions and (G.2), the zero order terms (the spectral function
of the homogeneous system) cancel exactly and we are left with the following relation:

Im|G" @™ +5vn +52)G" | =1m|Gh(6v™ +5vn +5v5) Gl | (G3)
r,r r,r

which is the first order perturbation term to the generalized Sham-Schliiter equation (3.23).
Introducing the quantity Zé‘F(r, r',w):=Im [Gg’F(r, r',w) Gg‘F(r’, r,w)], its solution is:

5v§§(r,w):ffgp_1(r,x,w) Im[Gh (x,y,0) [(6v™ ) +6vu(»)6(y—2)+
x V.2
+62(y,2,0)] G" (2, x,w)] —(6v™' () +6vu(r) (G.4)

Therefore, the full spectral potential in the actual system vgp, (r, w) = vé‘F (W) +6 v (r, w) reads:

h
vip (r, w) = vggp (W) +f
x,

ZQF_I (r,x,w) Im[Gh (x,y,0) [(6v@) +6vu@) 6 (y—2) +
v,z
+62Z(y,z,0)] G"(z, x,w)] —(6v™' () +6vu() (G.5)

Possibly, one could consider the linearized form of eq. by replacing G" with Gé’F every-
where (also in the definition of Z), and get the following simplified version:

Im [Glo5Gl: | =im|GlLongcl]

r,r

(G.6)

)
r,r

whose solution is:

6ﬁ§§(r,w)=ffg{1(r,x,w) Im[@h (x,y,0)62(y,z,w) Gh (z,x,w)]. (G.7)
x V.2

which is similar to eq. (G.5) but the external and the Hartree potential do not explicitly appear.

The previous solutions, eq. and eq. (G.4), have been achieved by directly relating
the real system Green'’s functions to their homogeneous counterparts; on the other hand, one
can first relate them to their common Hartree Green’s function Gy, and the Sham-Schliiter
equation would read Im [GyZG], » = Im [ Gy V55 GsF] o With:

GuZG = |Gl + GLv™ + suw) Gy | [ + 52| [G"+ G"(6v™ + 5vn + 59)G"| =

~ GPEhG" + GLOZG" + GPEM G (6v™ + S v + 62)G" + Gl (G v + S GEEM G =
= Gy="G"+ Gl [52 + "GP (6v™ + v + 5) + (6v™ + 5ui) G =" | 6" =
= GG+ Gl [(1+2"G") 6 + £ G" (50 + Sv) + (50 + 6vi) GY'E" | 6" =
= Gyz"G" + G"52G" + (G" - G}l ) (5™ + 5un) 6" + G} (50 + 6ww) (6" - G =
= GIEhG" + G (5v™ + Sv +62) G - G (6v™ + S vn) G

and:

Gu v Gse = | Gl + G 6v™ + 5u) Gl | [ vl + 6085 | |Gl + GluGv™ + 5vn + 505Gl | =
=G ngGgF +GPl [(1 + ngGgF) Suh+ ngGgF (6v™ +5vy) + (6v™ +5vy) G! ng] Gé’F =
= Gy vl Gl + Glio vis Gl + (Gl — G ) (0™ + 5vn) Gl + G (50" + Sw) (Gl — G =

=G! ngGé’F + Gé’F (6v™ +6vn+6vd) GgF -Gl (6v™ +6vp) Gl
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Assuming the Sham-Schliiter equation to hold in the homogeneous system, Im [GﬁZhGh] —_—
Im |G} vl.GL:] . ., we are left with the relation:

Im [Gh(éve"t +8vy +6Z)Gh] =Im [Gé‘F((Svext +8vy + 6v§§)G§‘F]
r,r r,r

which is exactly eq. (G.3), again.
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Appendix

GW for the Hubbard dimer

In this appendix, I will present two different diagrammatic approaches for studying the
Green'’s function of the Hubbard dimer. They rely on two different ways of considering the
on-site interaction.

As the diagrammatic approach has been carried out for Coulomb systems in an external
potential, it is useful to start from the link between the Hubbard model and the many-body
Hamiltonian.

The Hubbard dimer as a simplified electron gas
Taking explicitly spin into account, which will be important for the Hubbard model, the

many-body Hamiltonian (2.3a) reads:

A ~ ~ 1 ] A ~ / ! 1\ A7, I\ A7,
a= Zf Arif@ho@Pem+= Y f Erad®r' gl oyl @) velr—r' NP )P x)

255

We rewrite this Hamiltonian in a new basis, using the expansion: @I, ¥) := 1PT x =) X}‘ (x) 6},
with y;(x) := x|I) = (r,0|R;,07), and the compact notation x = (r,0) and I = (R;,0 ) = (i,07).
We then define the following parameters:

hij:= Zfdgrxf(x)ho(r)x](X)

) (H.1)
UkL:= f drd’r' y; @y &velr—r' )y x &)y ®)
oo’
through which the many-body Hamiltonian becomes:
A a1 stata
HZZhUCIC]+— Z U[]KLCIC]C](CL (H.2)
1J 2 [JKL

To finally obtain the asymmetric Hubbard dimer, the indices , /, K and L run over the discrete
set {(i1,01), (i2,02)}, with i called “site”, and:

h[] = eiaijao'[()'] - t(l - 6ij)60'[0']
Ukt =Ur0110 5k (H.3)
Uy=Ubij(1-b65,0,)

The Hamiltonian finally becomes the dimer one, eq. (6.1):
H==tY (el 600+ Ey10) + X eitti + UY iy ©.1)
o i i
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The connection between real space quantities and site quantities can be done via eq. (H.I).
For example, the spin density in real space is:

1 (1) := (GSI¥, P, @®GS) =Yy} X, 0)x,r,0)ny; (H.4)
1

while the spin density matrix is:

Yoo (0,¥) 1= (GSIPS 0o () 1GS) = Y x} (x,0) (¢, 0 ) nyy (H.5)
1

with ny; = (GS| é}Lé] |GS) =065,,100,,1(cosp-b;1+sinp_§;2)(cosp-6j1+sinp_§ o) = SJI,T(SUMAOE-;)
and ny:=nyr = 601,1(cos2 p_6;1+sin? p_5;2).

Spin-dependent GW

Hartree and exchange energy contributions With the rules (H.3) to connect the Hubbard
dimer Hamiltonian to the many body Hamiltonian, we can address the Hartree energy:

n(r)n(r’) 1 N "
fd3 a’r' el "2 Y nunKLfd3rd3r’xl(r)x](r)vc(lr—r’l))(K(r’))(L(r’)=
I1JKL

=3 Z UUKL”IL”]K—_ZUI]nIIn]]—_Zn(za) (i,0) i ~0),(i,—0) =
IJKL io

=U) niyiniyi =U)Y nipng
i i

From this derivation, the Hartree term is responsible for the whole mean field energy (which is
zero, for one-fourth filling), that one obtains disregarding correlation, as explained in the main
text.

In the same way, the exchange energy is:

)y, 1
fd3 a*r' Y . —Yr’l == > UI]KL”IK”]L———ZUU”U”]I_
IJKL 2

=-= Z n(,0),6i,-0) Ni,~0),6i,0) = —UZ nit,i| Mil,it
2 i,0 i

which is zero because the density matrix n;; is diagonal in spin space, and “for the Hubbard
model with only one orbital per site, there is no exchange energy, E, = 0, because only unlike
spins interact” [151]. This result is consistent with the fact that the whole mean field energy is
due to the Hartree term, and no additional contribution is required at a mean field level.

Hartree potential and Exchange self energy

The Green'’s function in the basis {I} is defined as:
iGyy(t,1):=(GS| T &1(DE} () |GS)
Applying the Gell-Mann and Low theorem [4], we have:

iGry(t, 1) = (GS|T ¢1(1)¢ (t’)exp—ifdrdr’zaKL(r,r’)|Gs>
KL

where now ground state and operators are referred to the U = 0 Hamiltonian, and g (7,7’) :=
%é};(ﬂé{(r’ VU6 (T —1')ér(t)éx (7). At zero order in U, we get the following non-interacting
Green'’s function: 00 0
- +
0 _ Aif Ai]'
G, ()= — + ;
g w—e_—insigne w-e;+in

bj1cosp++bj2sinpy|.

with weights defined as A(l.)j(i) :=[6j1c08p+ +0j2sinp.
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First order diagrams At first order in U, we have:
iGY) (1, 1) =iGY (1,1 - fdrdr’Z(GSI &€} (1 k(1,7 IGS)

so that the six-points function we have to evaluate is:
(GSIT &/(néj ek xhel @e e @) IGS)

Contracting via Wick’s theorem and disregarding vacuum diagrams, we are left with:

—é[drdr’z Uk — 1) (GSI T er(nelhek a el e ex()1GS) =
:fdrdT'KZLUKL(S(T—T’) (G (1, TNGY, (¢, TGy (v, )+
—GY (1, TGy, (1, TGy, (7, 1)

That is, finally:

Gry(t, 1) = GY, (1, t’)—ifdwlr’z Ukt —1'):
KL

(G, THGY, (T NGY, (1, 1) = Gl (1, TN G (1,7 G, (7, )]

Since, at first order in the interaction, the Dyson equation is G = G° + G°ZG?, the first order self
energy, identified with the Hartree plus the exchange one, is given by:

=0, i) = - zé(t—t)EUZU]KGKK(T ')

20w )y = i6(t - thU Gy (1, 1)

In frequency space we get static self energies, depending only on occupied orbitals:

Z(m —15[]ZU]Kf—elwnGKK(w)
Z(I)]O = iU]][aeiwnG?](w)

If we apply these results to the dimer in the spin-up ground state, via eq. (H.3), we get the
following results:

. dw
ZE?GZ—ZU&]'[—@‘WT]G?I o) =066, ,Un;

(H.6)
= lUl] oo’ f—e”‘"’G(}]((u) = —Uijyaa/é‘gg/(?g,mij =0

l] aa’

where the last equality can be understood by the fact that a spin—conserving Green’s function
is multiplied by an interaction which is purely off-diagonal in spin-space. Stated differently,
adding a spin—-down electron to a spin—-up ground state doesn’'t require any exchange term,
since the two particles are distinguishable.
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Therefore, in this formulation, the Hartree potential is spin—dependentﬂ It reads:

H.7)

Un;y=Un; o=|

Hartree Green’s function For later use, it is useful to introduce the Green’s function associated
to the Hartree potential, ijl o) =GY; f ~1(w) - vf . The Hartree Hamiltonian, spin-dependent
= (ei +60,1Uni)6ij —t(1- 51']'). Di-

H
because of the spin—-dependent Hartree potentlal is h” o

e 2
agonalizing it, its eigenvalues are ef1 = +4/1 +I31 = e, and eJrl =Y+ /1+(22FR)%, with
An:= n; — ny. Note that the Hartree potential does not modify the spln—up eigenvalues, which
are already the poles of the fully interacting spin—up Green’s function.

H

The eigenvectors of h{f , define a new bonding-antibonding basis, with the parameter

T 2
_D+UAR 1+(D+gAn)

= . In this basis, the Hartree

in place of p., defined by [tan(szﬂ]_1
Green'’s function reads:

1 1
G (w) = G w)=—"7——
= w—ell +in =l w—ell +in
In the site basis, the Green’s function is Gg U(a)) Y4 (i,0l%,0)G (w) (+,01j,0), with the ma-

trix of change of basis (i,o|+,0) = d;; cos ai,g +d;josin aiya. Thus, for the spin—down sector:

, AHE}) AHﬁ?
G () = + (H.8)
I w-e! +in - et | +in
2 H H H
cos® a cosall sina
with AH EJJL) = g 2y B 7 ®1) Tt is useful to introduce the parameter h :=
cosay sinay sin®a}! |

H
Drdv- = DrUAR through which AHE i} assumes the following compact form:

pw _1(1E \/L2 \/7
A ij = z - %+h - 1+h (H.9)
V1+h? \/1+h1

whose limit for U — 0 is AOS‘T) = [6,-1 cosp++0;2 sinpi] [5]'1 cosp+ +0j2sinp4 |, with D/2 in
place of k, or p+ in place of af
Trivially, G i T(w) l i T(w) so that, in general:

H) AH)
1],0 t],0
Gl (@) = ——F—17— L (H.10)
w-efl, —insigno  w-ell +in
with AH = A°(+) and AH® i =A" ﬁf) With respect to the non-interacting Green’s function,

the Hartree appr0x1mat10n (H.1I0) modifies the amplitudes and the position of the poles, but
keeps the structure (two poles, spin—diagonal) of it.

INote that, although in the site basis the Hartree potential depends on spin, the real space Hartree potential is
still spin-independent:
O0E on;
H H i,0
vl i==——=U) ng_
(x) on(r igén(r) S

and the connection between the two is provided by

OE 0Ey 0n,i(r) an /()
H H 3 H g 3 g\

. = = d d 2

Vi on; o ,f 6n(r) on; o f o p

lU'

186



APPENDIX H. GW FOR THE HUBBARD DIMER

The GW self energy

We build GW in the usual way, as the dressed-interaction counterpart of the exchange self
energy. We consider the Hartree approximation as our starting point. The RPA polarizability
evaluated with Hartree Green’s functions, inU,(l,Z) = Zp Gfp(l,Z) Gﬁf, (2,1%), with 1 = (i1, 1),
is spin-diagonal and, in frequency space, it reads:

int

ij,o

do' .
(a)):f%e”””GH w+)GH ()

ijo ji,o

where G2 (w) is given by eq. (H.10). As expected, only the occupied states do contribute,

ji,o
hence Hg'g(w) = HE.(]].))U (w), the non-interacting polarizability:
1 1

9 (w) =6, A% A0 _
(@) = 00,1 A% N w—(er—e )+2in w+(ey—e)—2in

ij,o

.. (H.11)
(_1)(1_1)501 (0)
D?+4 @)

where 1 (w) is the quantity in square brackets, e, — e = vV D? + 4 is the gap between the ex-
cited (antibonding) and the ground (bonding) states, and we used the fact that AOE-J]T) AOE.;) =
(-1~ /(D?+4). As it is a non-interacting quantity, this result is consistent with the definition
of GW that we will give in the next section [96].

The polarization screens the bare interaction Uyy = Ud;j64, -0, via the Dyson equation
Wij = Upj + Ul Wy s that, for the asymmetric dimer at one-fourth filling, reads:

Ud
RPA () = Ubijbg,—o +

e 1() (i-1) y47RPA
1],00 D2+4H (w);(_l) le‘To.r(w).

Considering the four possible spin combinations:
RPA(, \\ _
w; it (w)=0

RPA _
Wij,Tl (w) = U5l‘j

Wil =Us;;+

H(O)(w)Z(_l)(l—l)Wl};ﬁ?(w) = U6l] +0= U(SU
l

D?+4 (H.12)

RPA _
Wiji (@)=

H(O) (W) Z(_l)(i—l) WRPA(a)) -
l

il M9 0" us); =
l

D?+4 D2 +4

. U?
=(-1 (i—j) H(O) W
(-1 D2+a (w)
which is an expected result: at the RPA level, where just a simple spin—up bubble polarization is

present, two spin—up electrons cannot interact (Wl.};f;? (w) = 0), different spins interact through

Wi};ﬁ?(w) = Ub;}) but now two spin-down electrons are al-

lowed to interact through the polarization of the medium, which reflects in a non-zero value
for W;}ﬁ‘f(w); in this last case, the dressed interaction is proportional to U? because fwo ver-
tices are needed for the interaction to take place. Finally, the “perturbation” expansion that led
us to the closed form of the screened interaction has been possible in just “one step” because
only a single bubble can be formed. In this sense, RPA is a second-order expansion in U, and
not an infinite expansion in e?

Note that here, in order to remain as close as possible to the Feynman rules of the model,
we have obtained a (not even diagonal) spin-dependent screened interaction, as in ref. [152],
whereas in [96] a spin-independent potential is used. For a comparison between the two ap-

proaches, see [153} 152, 154, 155} [156].

the bare interaction (V\/i};’??(w) =

as in the continuum.
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Let us now consider, with G = G¥, the self energy induced by this screened interaction at the
GW level, namely 26" (1,2) := iGH(1,2) WFPA(2,17) which is diagonal in spin-space because
G is; in frequency space, it becomes:

/

. do' ;.
(@) =i ] 5G] 5@+ YW W)

From the form of the screened interaction, only the spin-down block is non-zero:

do'
26W () = ifz—wel“”lcf’ (+0YWEPAW) =
/A

ij,l ij,l ji,l
o U? do' .,
_ s 1\G=-)) iw'n ~H N0, N
=1i(-1) —D2+4f_27'[ eNG;; | (w+ )T (W) = (H.13)
(=) (+)
U2 AHij AHij

= (-7 +
D?>+4 |w- (e —2ep) +3in  w—(eff —2ep)+3in

This contribution to the self energy corresponds to a dynamic exchange term due to the polar-
ization of the medium (the direct exchange term — the Fock term — was ruled out by the very
form of the interaction). From an analysis of the second-order Feynman diagrams, the RPA
term is the only non-zero proper one (see, e.g., fig. 9.8 of ref. [4]: (e), (g), (h) and (j) have
spin-diagonal interactions, while (f) is zero for n; | = 0).

Once the self energy is at hand, the poles of the corresponding Green'’s function are the solu-
tion to the equation 0 = det [G g (w) - ZGW(w)], which can be solved numerically for different
values of D and U. The result is shown in fig. while this GW approximation is exact for
D =0 (see below), it departs from the expected result for larger D, for the spin—-down case. On
the contrary, since the self energy is zero for the spin—up sector, the result for the poles of the
spin-up Green’s function is always exact (non-interacting poles).

GW for the symmetric dimer In the symmetric case, restoring a ¢ # 1 in the poles, the self

energy (H.13) reads:

U? (-1=7 1
v + (H.14)

W () P=°
i 8 lw-(t+Y)+in o-(3t+¥)+in

Adding the Hartree contribution, we have precisely obtained the exact result of eq. (4.24):

_ | GW
Z,-jyl(a)) = vi,léij +Zij,l (w).
This is an extremely nice and unexpected result which holds only for the symmetric case D = 0.
It is the consequence of exact cancellations between vertex corrections and self-consistency in
the Green’s function, as already pointed out in an approximate way in [152} 154} [156].

GW with spin-independent interaction

The issue with a diagrammatic approach to the Hubbard model is the choice of the Feyn-
man rules to apply; in this section we will stick to the standard GW approach in which a spin-
independent interaction is considered [96]: therefore, among other things, exchange diagrams
will arise, in order to cancel the spurious interaction introduced in the model (e.g., a non-zero
spin—up self energy will show up, and a corresponding exchange term as well).
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(@) D=0.5 (b) D=1.0

Figure H.1: The four poles of the spin-down Green’s function as a function of U, in the GW
approximation which is exact for D = 0. The solid lines are the expected result, from eq. (6.6),
while the dashed ones the numerical solutions to the pole equation 0 = det |Gy~ (w) — 2V (w)].

Hartree and Exchange re-defined

We introduce a spin—-independent Hartree potential, v{{ = Un;. It must be balanced by a
spin—dependent exchange contribution, le g which reads:

/

do' ;
X ) iw'n 0
Zl‘j,O'(w)—lf—zn e'”G;

lj,U(w +w) vij = —04,1 nijvij = —5(m5ijUni
having used a spin-independent bare interaction v;j = U6, ;. At this level this approach can be
considered as a rearrangement of the previous one, as the sum of the Hartree and the exchange
term is still the same. On the contrary, going to higher orders, we expect a different behaviour
of the two, since they are built on top of different Hartree terms.

The Hartree Green’s function will now be different from the non-interacting one also in its
spin—up component. In place of eq. (H.10), we have:

HE) HE)
Hooo ATy ATij
Gijo@) = 7+ — (H.15)
w—e_l—znmgno w—e+l+zn

As it is clear from these expressions, the spin does not influence any more the position of the
poles or the height of the peaks, but only tells us if the state is occupied or empty.

Polarization and Screened Interaction

If we decide to build the polarization from the Hartree Green’s function (H.13), its expression

1,2):==i) o Gfp(l, 2)GH (2,1%) is still diagonal in spin and, in frequency space, it reads:

H
m "

oo’

@+ "G , (@)

d(l)/ N
iy () :fz—e”‘”’GH
’ T

ijo

Still, only the occupied states do contribute, hence:

) HE) 1 1
N7 () =6,1A" 7 AT - =
ij,o , ij 3] _(p,H _ ,H : H _,Hy_o;
w (e+l e_l)+2n; w+(e+1 e_l) 2in (H.16)
—_Nne-n s
E( ) g, HH((U)
4 1+ h2

where IT7 (w) is the quantity in square brackets and efl — ef’l =2V'1+ h? is now the gap between
the Hartree antibonding and bonding states.

We define the screened interaction as a spin-independent quantity, like its bare counter-
part. To do so, we introduce the spin-independent polarization Hg () =Yg Hg’g (w) = Hf]’.)T (w).
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The Dyson equation V\/if;P Aw) = US; itu H (@) WRP 4(w) can be inverted, and yields:

U2

WA 0 = U+ )i T ey

w?—4(1+h?) - == \/W

where the first term UJ;j represents the exchange interaction and the rest is the screening due
to the polarization of the spin—up electron (only a single bubble). Manipulating the previous
expression and treating with care the +in terms, we finally get:

UZ
P 1 1
WERPA(W)) = US:+ + (—1) G~ 2k - H.18
ij (@ i+ =1 Vi+h2 lo—k+in w+k-in ( )
2
GW self energy
In a Gy W, approach, the self energy reads:
do’
?]H:V( )—zf oy ’w"GZU(w+w)WRPA(w)—
(i— ])U
I 4o o (w+w’>[ SaTa ]:
ijo m 2mi Lo w'—-k+in o' +k-in
N HE) H)
_ZX ( 1)(l ])ﬁ A ij + A ij
o V1+ h? w—(efll—ksigna)—insigna w—(efl+k)+in
which, for D — 0 and restoring a ¢ # 1, reduces to:
U2t NG 1
SOW () PO5X . D — (H.19)
j.o b 4k w—(f—t—ksigna)—insignU w—(§+t+k)+l'T]

with k% _, = 4% + 2Ut. Note that inserting a non-interacting k — k° = 2¢ in the previous ex-
pression, we would obtain the exact spin—down self energy for the symmetric dimer.

Let us use this D = 0 self energy to build the corresponding Green’s function. As for the
position of the poles, it suffices to solve the equation 0 = det |Gy~ - Z¢W], with (G}!),

1]0
(w—e;—Un;)6;j+1t(1-6;;). Theresultis:
Dok+U 1 2U2
o) = S (k+2) - (H.20)

for the spin-down part, with the two sets of “+” signs unrelated (four poles), while for the spin-
up component, the poles are:

o xk+Y 1 U\ 202
G 1 P20 2 ig\/(k”i;) L2YU (H.21)

where the second “+” is unrelated from the other two (which are related among themselves).
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U U
(a) Spin up (b) Spin down

Figure H.2: Position of the poles of the D = 0 Green’s function as a function of U. Solid line, exact
results; dotted lines, Gy WEPA, eq. ((L.21) and ([1.20); dashed lines, GoWEPA' | eq. and
(H.23).

Another approach is building a GW self energy with G° as the Green’s function and with
the polarization built from G° and not from G, as it has been done in [96]. What we get for
polarization and RPA interaction is:

i (_1)(i—j) 50,T

HO
4 1+

ijo@)

1 1
w—(e+—e_)+i17_w+(e+—e_)—in]
U
W,-I;PAo(w)= U5ij+(_1)(i_j) 21

D2
\/1+T

with I2:=4(1 + DTZ) + \/% The corresponding GW self energy is:
1

1 1 ]
w-1l+in w+l-in

4

do' ..,
sW ) =i f G, L+ YW (o) =

ij,o 27T ij,o
_Yi-ne 0¢) 0(*)
=3X +( D A + N
i 1+ 02 |w—(e-—Isigno)-insigno  w—(es+D)+in

1
which, for D — 0 and restoring a ¢ # 1, reduces to:

(-1U=7) 1
+
w+ (t+1signo) —insigne  w-({+N)+in

2
Gw, D=0.x Ut
=i @ =2

(H.22)

with [2_, = 4? +2Ur=k?_ [96]. Solving the equation det [Gy ' — 2% ] = 0, one gets, for the
spin—-down symmetric dimer Green’s function, the following four pole positions:

ol+Y Uy 202
GoWw | D=0 2
wl,°2,3,4 = 2 ii\/(liz—g) +T (HZ?))

while for the spin—up part:

- I 1 2 202
Gow1 D=0 iE (l+2) +T (H.24)

where in both expressions the “+” signs are unrelated in order to form four poles each.
The poles we end up with are presented in figure The behaviour is similar for the two
GW approaches: they both shrink the (atomic limit) gap for the spin-down component and
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open it in the spin-up case. A difference is that the spin-down GoW~P A° has level-crossing,
while Gy WRPA does not, as the exact solution. Furthermore, GoWP4’ is very good for w; and
w>, but not that good for w3 and w4, while the opposite is true for Gy WRPA,

Back to the asymmetric case in the Go W/ A° approximation, the spin-down poles are the
solutions to the following equation:

Uz _ 1
d w-(Y+h) 1 2h et w-1+2 1 B
et N . S|l =0 (H25)
1 w_(f_h) (w—l)Z_(1+DT) 1 w—1l-7
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Appendix

Bilocal functions in Bloch basis

In this appendix, I show the form of generic non-local functions f(r,r’) when expressed in
the Bloch basis, for functions f(r, r’) describing some physical property of a Bravais lattice.
In general, f(r,r’) can be seen as a matrix whose change of basis transformation from the
set {a} to the set {r} reads:
fr,r)y =) (rla) fap BIr"
ap
We now consider the set {k} of momenta for the basis {a}, with | k]| € [0, +00). A generic element

of the matrix of change of basis is (r|k) = ﬁe"’”. The previous equation reads:

1 i1 7 /_ !
fr,ry==Y e*" f,iye kT
|74 P
This is nothing but the usual Fourier transform of a non-local function. For a lattice, a Brillouin
zone in reciprocal space is defined: each sum over k can be decomposed into a sum over vec-

tors k belonging to the first Brillouin zone (1BZ) and another sum over reciprocal lattice vectors
G: Yk =YkeiBzrc Withk=k+G:

1 7 . (1 AW
f(r, r/) — ‘_/ Z Z ez(k+G) rfGG’(k’ k/)e i(k'+G)-r
kk'€1BZGG'

where fg¢ (k, K is just a standard convention of writing f(k + G, K+G).

We now focus on the fact that f(r, r’) describes some physical property of a Bravais lattice. It
follows that it must be invariant under the simultaneous shift of both its arguments by a generic
lattice vector R:

1 . ! . sopd AW}
f(r+R, r+R)=— Z Z el(k_k)'Rel(k+G)"'fGGr(k, k/)e—t(k +G)r' L £r, )
kk'€1BZGG’

having used the fact that e!6® = 1. Therefore, we are left with the requirement e!®-¥)R = 1,
which holds whenever k — k' is a reciprocal lattice vector; since both vectors are in the 1BZ, it

follows that k — k' = 0, and the Fourier transform becomes diagonal in k:

f(r, I‘,) — l Z Z eik-(r—r’)eiG-rfGG/(k)e—iG’-r’ (1)
kelBZGG'
This expression is valid also in the non-periodic case, in which the unit cell covers the whole
system, the Brillouin zone disappears and the G vectors are unrestricted vectors in R3.
An equivalent expression can be given in terms of bands and Bloch states, instead of G
vectors and plane waves; in fact a G vector is equivalent to a k vector in the 1BZ with a certain
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band index n: } re18zXcg — Lkel1BZ Lnn'; the matrix element of change of basis is now a Bloch
wavefunction [101] (r|kn) = @,i(r) = etk y . (r), with u,k(r + R) = u,k(r). Therefore, the
previous expression can equivalently be written as:

1 . ,
fr,ry== Y Y ® Uy () fuw (Rl (1) (1.2)

kelBZnn'

which is the expression we use to implement our theory. Note that the diagonal elements r' = r
are still non-diagonal in the bands:

1
frn=< Y > unk(r) faw (), (1) (1.3)

kelBZnn'

By contrast, integrating over space results in a diagonal expression also in the band indices:

[ @rfen=1 T funt (1L4)

kelBZ n

having used the orthogonality of the functions u,(r).
The inverse transformation reads:

1 ; /
Fan (k) = v f drd’r'e” Ty (1) fr, r () (L5)
and, for a local quantity f(r,r") = v(r)é(r — r'), it simplifies to:

1
o (k) = = f &1’ (1) V() (1) (16)
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