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Abstract

In this Thesis we present a fully microscopic, first-principle approach to describe the sys-
tems of molecular and atomic hydrogen. We apply the Exact Diagonalization Ab Initio
approach (EDABI) both with the employment of the exact Hamiltonian diagonalization
procedures and the so-called Statistically-Consistent Gutzwiller Approximation (SGA), to
model the system described by the so-called extended Hubbard model. We analyze the
selected hydrogenic systems, and study their stability under high pressure, observing the
insulator-to-metal transition of the Mott-Hubbard type and molecular-to-atomic transition,
as well as assessing the zero-point motion amplitude and energy and electron—lattice cou-
pling constants. These all are important steps in description of superconductivity in the
hydrogenic systems with both the inclusion of interelectronic correlations and the electron—
lattice interaction. From the last point of view, the present work represents the first step
towards this goal.

The EDABI method provides a realistic depiction of many-electron states, starting from
the renormalization of the single-particle wave-function basis. This allows us to obtain
quality results while using rather small number of basis functions. Also, we are able to
characterize the many-body wavefunction in the resultant correlated state.

We study metallization of solid atomic hydrogen by applying the EDABI method com-
bined with SGA to the simple-cubic lattice with half-filled 1s Slater-type orbitals. This
allows us to describe the insulator—-metal transition of the weakly first-order Mott-Hubbard
type, at the external pressure ~ 100G Pa. We also examine the effect of applied magnetic
field and the critical scaling of the ground-state energy and the inverse wave-function size
(one of the variational parameters in EDABI). We have also made a first assessment of the
zero-point motion energy in the correlated state.

Next, we take steps to include the vast spectrum of the solid molecular-hydrogen phases.
We start from the complex description of the Hs molecule, taking into account all elec-
tronic interactions, electron—proton coupling, and estimating the zero-point energy with
the ground-state energy contribution up to the ninth order. The zero-point motion energy
is assessed to be ~ 1% of the molecular binding energy, as is observed experimentally. We
also create the first model of molecular crystal - a one-dimensional molecular chain in the
extended Hubbard model with long-range interactions and periodic boundary conditions.
We find that, when nonzero force is applied, there exist two phases - one of the molecular
and one of the quasiatomic nature, leading, at some point, to the molecular—quasiatomic
transition. The relation of this transition to the Mott-Hubbard insulator-metal transition
is proposed. We also test the software and proposed computational solutions used to obtain
the results presented in this Thesis.

This Thesis is supplemented with the computer animation on CD of the molecular— to
quasiatomic-hydrogen transition, carried out on the example of linear chain (cf. http://
th-www.if.uj.edu.pl/ztms/download/supplementary_material/molecular_to_quasiatomic_|
transition-hydrogen_chain.avi). Additionally, both the cited and the original works have
been linked to the original sources of the publications.
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Keywords: solid hydrogen, metal—insulator transition, molecular—atomic transition,
ab-initio quantum computations, correlated electron systems, extended Hubbard model, long-
range interaction, molecular crystals, Exact Diagonalization Ab Initio approach (EDABI),
Statistically- Consistent Gutzwiller Approzimation (SGA)
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Streszczenie

W rozprawie zaprezentowano w pelni mikroskopowe podejscie z pierwszych zasad do opisu
uktadow molekularnego i atomowego wodoru. Zastosowano metode EDABI (ang. Ezact
Diagonalization Ab Initio approach) do modelowania uktadow opisywanych rozszerzonym
modelem Hubbarda, stosujac zaréwno doktadne procedury diagonalizacji hamiltonianu,
jak 1 tak zwane statystycznie konsystentne przyblizenie Gutzwillera (ang. Statistically-
Consistent Gutzwiller Approzimation - SGA). W rozwazanych uktadach wodorowych, przy
uwzglednieniu wysokich ci§nien, obserwowano przejscie izolator-metal typu Motta-Hubbarda
i przejscie z uktadu molekularnego do atomowego. Oszacowano réwniez energie drgan
punktu zerowego, jak i stale sprzezenia elektron—sie¢. Sa to niezbedne komponenty spdjnego
opisu nadprzewodnictwa takich uktadach, uwzgledniajac zaréwno korelacje miedzyelektronowe,
jak i oddziatywanie elektron-sie¢. Ta rozprawa jest pierwszym krokiem do osiagniecia tego
celu.

Metoda EDABI zapewnia realistyczny opis stanéw wieloelektronowych, wychodzac z
renormalizacji bazy jednoczastkowych funkcji falowych, co pozwala na otrzymanie dobrych
jakosciowo wynikow przy dosy¢ matej liczbie funkcji bazowych. Dazieki temu mozemy
scharakteryzowa¢ wlasciwosci wieloczastkowej funkcji falowej w stanie skorelowanym.

Przebadano metalizacje statego, atomowego wodoru, stosujac metode EDABI jednoczesnie
z SGA do opisu sieci prostej kubicznej z w potowie wypelnionymi orbitalami Slatera 1s.
Doprowadzito to do modelu przejscia pierwszego rodzaju z fazy izolatora to fazy metalicznej
przy ci$nieniu zewnetrznym ~ 100G Pa. Przeanalizowano tez wplyw pola magnetycznego na
stan podstawowy uktadu i przedstawiono skalowanie krytyczne energii stanu podstawowego
i odwrotnosci rozmiaru funkeji falowej (jednego z parametréow wariacyjnych w metodzie
EDABI). Wyprowadzono tez pierwsze przyblizenie na energie drgan punktu zerowego.

Nastepnym krokiem bylo uwzglednienie szerokiego spektrum molekularnych faz statego
wodoru. W tym celu opracowano kompleksowy opis molekuty Hs jak uktadu dwuweztowego
7 uwzglednieniem wszystkich oddziatywan miedzyelektronowych i sprzezenia elektron—proton.
Wyliczono energie drgan punktu zerowego z uwzglednieniem wktadu energii stanu podstawowego
do wyrazow stopnia dziewiatego i stanowi ona ~ 1% energii wigzania czasteczki Hs, co
jest w pelnej zgodnosci z eksperymentem. Stworzono tez pierwszy model molekularnego
krysztatu - jednowymiarowy tancuch molekut Hy opisany rozszerzonym modelem Hubbarda
z periodycznymi warunkami brzegowymi z uwzglednieniem oddziatywan dtugozasiegowych.
Pokazano, ze przy niezerowej sile zewnetrznej dziatajacej na tarcuch uktad ma dwie fazy -
molekularng i kwaziatomowa, co prowadzi do przejicia od fazy molekularnej do kwaziatomowe;j
dla dostatecznie wysokiej wartoéci zewnetrznej sity. Zaproponowano odniesienie pomiedzy
ta przemiana, a przejsciem izolator—-metal typu Motta-Hubbarda. Przeanalizowano i przetestowano
oprogramowanie i metody obliczeniowe uzyte do otrzymania wynikéw prezentowanych w
pracy.

Do ninejszej rozprawy dotaczono dysk CD z animacja komputerows przejscia statego
wodoru molekularnego do fazy kwaziatomowej, zamodelowang na przyktadzie takiego przejscia
dla tancucha liniowego (zobacz http://th-www.if .uj.edu.pl/ztms/download/supplementary_
material/molecular_to_quasiatomic_transition-hydrogen_chain.avi). Dodatkowo dotaczono
linki do cytowanych oraz oryginalnych prac wchodzacych w sktad pracy.
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Chapter 1

Introduction and Motivation

In this Chapter we introduce a general notion of fermionic localization as induced by the
repulsive interactions among particles, here shown on the example of the Coulomb interac-
tions among electrons. In particular, we discuss how the competition between the kinetic
(band) and the Coulomb energies leads to the metal-insulator transition which at temper-
ature T" = 0 represents a quantum phase transition.

1.1 Mott-Hubbard Systems and their Phase Transitions

Defining an insulator as a material with a vanishing electrical conductivity at 7' = 0 in the
electrical field is not precise. If investigated carefully, the microscopic behavior of electrons
in the ionic lattice, brings several mechanisms of the evanescence of the metallicity. Namely,
the Coulomb interaction between system elements will contribute to its macroscopic behav-
ior in a different way. We can separate insulators into two groups [I], in which the leading
role will be played by

1. electron—ion interactions,
2. electron—electron interactions.

Within the first group we can distinguish: the band insulator [2H4] (also called the Bloch-
Wilson insulator), where the conductance is suppressed by interaction between electrons
and the lattice periodic potential, the Peierls insulator [3] [6], with the interaction between
electron and static lattice deformation, and the Anderson insulator [7], were the main
contribution comes from electron—-impurity interaction. A new kind of physics emerge from
collective electron behavior in [2| — the Mott insulator [8H12]. This phenomenon can be
observed in a variety of system, including perovskites [I3H17|, NiSa_,Se, [18-21], as well
as VOq and V503 [22H25].



1.1.1 Mott-Hubbard Criterion of Metal-Insulator Transition

One can consider a Mott insulator as a system, where an intriguing competition takes place:
the kinetic (band) energy of the electrons in the lattice (much alike in the free-electron case),
experience mutual repulsive Coulomb interactions. Even a rather crude approximation of
locality of the electronic interaction allows us to model a system with metallic or insulating
features. Namely, to asses the interaction, we take the so-called Hubbard U

U=E(-)+E®R)-(BEH+ER), (1.1)

where E(—), E(4), E(4), and E(}) are energies of one-site with zero, one, and two electron
respectively. From the other side, we take the bandwidth W related to the dispersion
relation e(k)

W = max(e(k)) — min(e(k)). (1.2)

As both these quantities depend on the system topology, we list some examples in Tab.

Table 1.1: Dispersion relation in the tight-binding approximation [26] and the corresponding
bandwidth for several exemplary systems with intersite distance a and nearest-neighbor

hopping t.

lattice type ‘ dispersion relation (k) ‘ bandwidth W

chain 2t cos(kya) 4|t]

simple quadratic 2t[cos(kza) + cos(kya)] 8¢t

simple cubic 2t[cos(kza) + cos(kya) + cos(k.a)] 16]¢|

hypercubic (d dimensions) 2t Zle cos(k;a) 4d|t|

triangular 2t[cos(kya) + 2 cos(Lkya) cos(Lkya)] 9t

honeycomb it\/?) + 2 cos(v/3kza) + 4 cos(3kya) cos(?kia) 3|

face-centered cubic 4t[cos(5kza) cos(Skya) + cos(Fkya) cos(3k.a) 16|t]

+ cos(zk.a) cos(5kya)]
body-centered cubic 8t cos(3kza) cos(5kya) cos(3k-a) 16]¢|

Let us construct a criterion for metallicity. We take the half-filled (the number of
electrons N, equal to the number of sites A) lattice and define gap as

A=yt —p, (1.3)
where pt is the energy required to add/remove one electron to the system

put = Eg(Ne + 1) — Eg(N.), (1.4a)
i :EG(Ne)_EG(Ne_l)v (1'4b)
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Figure 1.1: Schematic representation of repulsive interaction U splitting the single band
into the two Hubbard bands (1.5)). Visualization taken from Spatek [27]

where Eq is the ground-state energy. We can rewrite (1.4 in terms of U and bandwidth

pt=U - %, (1.5a)
p= 0t (1.5b)

where W, is so-called upper Hubbard band and Wy is so-called lower Hubbard band (cf.
Fig. . W, corresponds to the charge excitation in the system, whereas W, with its

charge removal. Combining (L.5)) and (1.3 we get

Wy + Wy
2

It is rather straightforward that for W « U the system is insulating as the Hubbard
interaction U > 0. Also, for W » U the system is metallic as the system can be treated
with the free-electron model (and the interaction consecutively included as perturbation).
From the modeling point of view, the interesting physics happens when W ~ U and the
system approaches the metal-insulator transition (MIT) in the half-filled band case.

A=p" —p =U~— ~U—-W. (1.6)

1.1.2 Original Mott Localization—Delocalization Criterion

One can look at the localization—delocalization phenomenon in a more general manner [27],
as the competition between the kinetic energy of the electrons, dominating for the delocal-
ized (metallic) state, and the electronic Coulomb repulsion, connected with the localized



(insulating) state. Let us consider a 3-dimensional, simple-cubic lattice. Average kinetic
energy in such a system will be

_ 3
Ey = S€F (L.7)

where ep is Fermi energy defined via dispersion relation

h?k?2
€k =

, (1.8)

2m

and Fermi momentum

25 +1

S = 1/2 is the electron spin, I'(x) is the Euler Gamma function, and p is the particle

density. Inserting (1.8) and (1.9)) into (1.7)) we have
2
Ey=--—(37%p)". (1.10)
m
On the other hand, the Coulomb repulsion will take form

Eeer —, 1.11
s (111
where e is the electron charge, € is the absolute permittivity, and 7 = p_l/ 3 is the average
interelectronic distance.

We can now compare ([1.10]) with (1.11)

_ 2 2 2
By, _ 33 (37°)°p3 3, 52 W% 1
- = 2 (372)3 S p5, 1.12
E._. 5 ( m ) merS (1.12)

e2 1
2:P?

Both energies are comparable when (1.12) is equal to unity. Taking Bohr radius ap =
h%e/me? we obtain the so-called Mott (or Mott-Wigner) criterion for critical particle density

pc
5

3 (3%2)_% =0.174 ~ 0.2. (1.13)

1
appl =
One sees clearly that for p < p¢ the interaction energy is dominant, whereas for p > pc
the kinetic energy is. In other words, for the low-density (p < pc) the potential energy
freezes the electrons in the hydrogenic-like orbits with the Bohr radius ap, whereas for
p » pc the particles are almost free, i.e. the metallic state is stable. Thus the Mott



criterion defines in rough terms the limiting concentration on free-electron concept
applicability to the description of metallic state.

At this point, one should mention that there exist other related criteria of metallicity
(cf. Mott [I0]); here we should mention only the original Mott criterion. This criterion
addressed the discontinuous transition to the metallic phase in ed magnetic oxides. Namely,
Mott argued that the transition from the (magnetic) insulating system to the metallic state
as a function of e.g. pressure, should be discontinuous. This is because a small number of
conduction electrons in the conduction band would increase largely the Coulomb repulsive
energy (lack of mutual screening). Hence their number must be substantial so the emerging
band energy overcomes the repulsive interaction. A reasoning of that kind leads to the
criterion ([1.13) which expresses the instability of the atomic bound state with respect to
the free-particle (electron-gas) state.

1.2 Hydrogen systems: Principal Qualitative Features

The atomic hydrogen solid would present itself as an ideal system to model band-electron
physics and the Mott-Hubbard type of metal-insulator transitions. This is because such
system has only one valence electron, originally on 1s-type orbital, as the distance of the
first excited (2s, 2p) state is located 3/4Ry ~ 10eV higher. So its admixture to the 1s-type
Wannier state should be rather small, particularly neat the metal-insulator transition, where
according to we have that the intersite distance a ~ (4+5)ap. It is quite amazing that
studies of such hydrogenic-like solids has started only recently by incorporating the Mott-
Hubbard physics into the first-principle electronic structure modeling [28H32]. These studies
brought even some estimates for the critical pressure p ~ 102G Pa for the atomic hydrogen
metallization, as well as pointed out to the possibility of quantum critical behavior of the
atomic orbit size at the metallization threshold. The zero point motion of the lightest ions
(protons) in this case has been estimated and shown to be sizable, but without destroying
the ionic lattice, what would amount to the transition from an atomic Mott insulating solid
to the electron-proton plasma.

Having said that, one has to note one principal feature complicating any such atomic-
hydrogen modeling. Namely, hydrogen as such is stable in the molecular state Ho at
ambient pressure and likewise, it forms a variety of molecular crystal structures at ambient
and applied pressures [33] 34]. There are at least three known solid phases [33] 35H37], often
referred to as phases I, II and III (cf. Fig. . Appearing for relatively small pressures
closed-packed (hexagonal) molecular crystal (P63/m) constitutes what is known as phase I
(cf. Fig[l.3]a). Phases IT and IIT are not well recognized experimentally; nevertheless, there
are DFT structural calculations [38, B9] recognizing phase II as monoclinic C2/c molecu-
lar crystal (cf. Fig[1.3]b), and phase III as monoclinic C'mca — 12 molecular crystal (cf.
Fig c). Whether or not the phase III is metallic, was carefully examined experimentally
by Zha et al. [37] in the broad range of temperature and pressure (up to 300G Pa), but no
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Figure 1.2: Phase diagram of hydrogen under pressure from Mazzola et al. [33]. Boundaries
of hexagonal molecular crystal (P63/m — phase 1), monoclinic C2/c molecular crystal (phase
IT), monoclinic Cmeca — 12 molecular crystal (phase III), and new phase IV with not yet
determined structure are presented with the molecular and atomic liquids regimes marked.
The points refer to different computational approaches to describe the system (cf. [33]).

metallic behavior had been observed. In 2011 a new phase IV was reported by Eremets and
Troyan [40], claimed to be an atomic fluid. Both its atomic character and metallic proper-
ties were subsequently questioned [41H43]. The ab initio Molecular Dynamic approach by
Goncharov et al. [41] suggests that phase IV could be a mixture of molecular liquid and the
atomic, graphene-like two-dimensional layers. Additionally, Howie et al. [36] reported in an
experiment (Raman spectroscopy under high pressure) a new phase transition at 255G Pa
and 480K, which can be understood as a melting transition at surprisingly low temperature
(given the magnitude of the pressure).

We can say that the natural starting situation is a dimerized hydrogen quantum solid
which may metallize under applied pressure. The modeling of molecular phases at ambient
and external pressures is one of the main purposes of the Thesis. To this aim, a specific
combination of exact diagonalization and ab initio approach has been developed by us in
recent years [44]. The method of approach is discussed in detail in the next Chapter. First,
we characterized the aim and scope of the Thesis in general terms.

It is essential to say few words about the importance of hydrogen metallization. First,
it is a model system for the correlated systems, albeit with the complications introduced
by the molecular binding. Second, and most important, metallized by pressure hydrogen is
regarded as a prospective room-temperature superconductor [45]. For that purpose, both
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Figure 1.3: First three phases of solid molecular hydrogen. Hexagonal P63/m phase I (a),
monoclinic C2/c phase II (b), and monoclinic Cmeca — 12 phase III (c). Visualization taken
from Azadi and Foulkes [38].

the correlation effects and the local electron—lattice coupling constants must be considered
concomitantly. The second task has been achieved already [46]. As for the first, there is
still a road ahead, as we point it out explicitly in [the Summary and Outlook]| section.

1.3 Aim and the Scope of the Thesis

As already said, the principal aim of this Thesis is to develop and implement a reliable
method of calculating hydrogen or hydrogenic-like systems up to the metallization and
characterization of resultant metallic state. In this Thesis we start from a precise approach
to molecular systems regarded as the principal and necessary first step in that direction.
We supplement the molecular considerations (cf. [@) with rigorous treatment of
molecular hydrogen chains (cf. papers and [A-5)).

One has to note that this is not a simple task as for example single-particle DFT
calculations [39], 47-H49] provide conflicting results [38]. Previously, promising results in
this direction have been obtained within the Monte Carlo [33), 50H52), and other [53H56]
techniques. In this respect, our approach may be regarded as systematic. This is because of
few reasons. First of them, unlike the other approaches including the electronic correlations
(LDA+U [57, 58], LDA4+DMFT [59-63]) our approach does not have their drawback of
counting twice the repulsive Coulomb interaction among the particles. Second, the method
allows for determination of single-particle Wannier wave functions in the correlated state.
Third, the microscopic parameters such as the intersite hopping integrals (¢;;) or magnitude
of the Hubbard interaction (U) are evaluated also in the correlated state. In that manner,
one can relate explicitly the ab initio electronic structure to the Mott-Hubbard criteria of
localization.

As to the scope of the Thesis apart from two methodological papers setting the method




correctly both from the molecular [46] and the computational [64] sides, we have also demon-
strated its effectiveness already on the nanoscopic (multi-molecular) level [65]. For infinite
system, so far only the so-called statistically consistent Gutzwiller approzimation (SGA)
has been formulated [32]. The zero point motion problem has been tackled also successfully
[46, [66]. In the near future, an extension of our results to the so-called diagrammatic expan-
sion for the Gutzwiller wave function (DE-GWF), formulated in our group and successfully
applied to a number of problems [67H72], is planned. The formal approach developed for the
present problem of hydrogen metallization, allows utilizing both exact and approximated
methods of diagonalization of the second-quantized Hamiltonians. Within this perspective,
our results represent a first step towards the problem solution.

In general, the method is applicable to atoms, molecules, and correlated solids. Some
of the examples of application to each type of the above systems are provided in the next
Chapter.



Chapter 2

Methods of approach

In this Chapter we characterize in detail the methods used throughout the Thesis. Namely,
the Exact Diagonalization — Ab Initio Approach (EDABI) and the Statistically-Consistent
Gutzwiller Approximation (SGA). Both of these methods have been developed and used
in our group in the context of electron localization in the correlated systems (EDABI) and
in the context of unconventional superconductivity (SGA).

2.1 First-Principle Quantum-Mechanical Description
of Matter

The starting many-electron Hamiltonian for calculating the stationary states has the fol-
lowing form within the first quantization scheme

electron—electron repulsion

——
27 1 2 YAVA
B Vz? - J 4 = (2.1)
zi: %IU-RH 2§j|ri—rj ;IR R;|’
S — [ —
electron—ion attraction ion—ion repulsion

where electronic coordinates are denoted by r;, whereas ions are statically at positions
R;. The consecutive terms are represented schematically in Fig. We utilize the Born-
Oppenheimer approximation [73] and regard the ionic coordinates {R;} as fixed and deter-
mine the ground-state energy Fg via the corresponding N-particle Schrédinger equation
for the electronic part

H\I/(I'l, ro,rs,... I'N) = Eg‘l’(rl, ro,r3,... I‘N). (2.2)

We call a method allowing to solve (2.2) the first-principle (of Quantum Mechanics) or
ab initio method. It is today almost synonymic with use of modern-day Density Functional
Theorem [74, [75] and its many variations (e.g., LDA+U [57, 58|, LDA+DMFT [59-63]),
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Figure 2.1: A schematic representation of system in a metallic state close to the first-order
metal-insulator transition, as composed of frozen ions (in Born-Oppenheimer approxima-
tion), electron-ion (B), electron—electron (C), and Coulomb ion-ion (D) interactions.

which are not exact by any precise means. There is a vast number of tools in the first-
quantization language dealing with Hamiltonian , worth mentioning is the Hartree-Fock
method [76H78] and its many derivatives [79, [80], as well as the Mgller—Plesset method [81],
and the Configuration-Interaction methods [82]. In the next Section we present an original
method, called Exact Diagonalization Ab Initio approach (EDABI), which allows for first-
principle description of the system, while employing both the second-quantization language
and the renormalization of single-particle basis of wave functions. Instead of working with
, we describe next our system in terms of second-quantized Hamiltonian.

2.2 Exact Diagonalization ab Initio Approach

As amethod to tackle hydrogen systems we have selected the so-called Exact Diagonalization
Ab Initio approach (EDABI) [83H85], proved to be efficient to describe hydrogen systems
both asymptotically (ionization energy of a free atom differs < 0.1% from experimental
value, binding energy of a Hs molecule is calculated with the accuracy of 2% [46l, 83])
and as an atomic solid [30H32]. The method successfully combines first— and second-
quantization pictures, and allows for employment vast number of algorithms of diagonalizing
the parametrized Hamiltonian in its second-quantization form..

2.2.1 Principal points of Exact Diagonalization - Ab Initio Approach
(EDABI)

To understand the method we start from the field operators in the form

‘ila(r) = Z w;‘/(r)xo'éiyo‘? (23)
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where wY (r) is the set of single-particle v-th band orthogonal and normalized wavefunctions
Centered on the lattice site 4, ¢;,,, is the corresponding annihilation operator, and ¥, is the
spin wavefunction (o = +1) with the single (global) spin quantization axis (z-axis). Band
index v can be dropped for clarity of formulas, and from now on we treat ¢ as an arbitrary
index (not necessarily connected only with the lattice site).

We can rewrite our many-particle Hamiltonian (2.1)) in the second-quantized form

H =Zfd3r®L(r) ( V2 _ Z |r = R |> ,(r) (2.4)
1 3’/” 37“/“)L r T v 2 = QZZ
#3 3 ] reR ) ) 5 B

z;ég

All terms are expressed in the atomic units (A = €2/2 = 2m, = 1, where e is the charge
of electron and m, is its mass). The last term 1/2%,,.27,7; /|R R;| is the classical
Coulomb repulsion between ions located respectively at the positions RZ /j» and with the
atomic numbers Z;/;. Note that we assumed the classical behavior of the ions, i.e., the
electrons interact with frozen ionic centers. If we proceed with including into ,
we obtain the explicit second-quantized form of the Hamiltonian [86l 87] i.e.,

H=>Dtyel e+ > Vijucl, Jg,cla,é,w, (2.5)

ij o ijkl 0,0’

where t;; and V;;i; are microscopic parameters represented by integrals

e o] (-3 5 ) "
Ejd3rw;‘(r)< V2 - Z\r—R\) 5(r),

Vi = (ustr)y )| 2 [ ) ) (2.6b)

v —r'|
2

Ej d3rd3r’ w;"(r)w;’f(r')iﬂwk(r)wl(r’).

v —

Up to this point the discussion is general as long as the single-particle basis {w;(r)} is
complete, i.e.,

Zw;"(r)wi(r') —(r—1'). (2.7)

As the basis is infinite, it is not possible to diagonalize (2.5 exactly. To do so, one must
select rich enough finite basis to describe given system, which introduces an unknown error

11



to the calculations. The EDABI method offers a workaround to this problem: One assumes
finite basis with a set of adjustable parameters {c;} and minimizes the system energy to find
the optimal values of these parameters. As we usually start from the single-particle basis
being a solution of the one-electron situation, this approach allows us to obtain realistic
results with relatively small bases. Please refer to Fig. for the step-by-step essentials
about the EDABI.

2.2.2 Many-particle wavefunction and the particle-density profile

In EDABI method we diagonalize the Hamiltonian (2.5)) in the Fock space, obtaining the
ground state defined as

Do) = D1 Ciyinly ¢l 10). (2.8)
UlyeeslN

We can reverse the procedure, and retrieve the first-quantization picture of resultant, physi-
cal state by employing field operators (2.3)). The exact N-body wavefunction can be written
in the following form

W(rr, ) = 3 0]l o [Bo) w (r1) - wiy (en). (2.9)
e

T A1,IN

Out of all features of many-body picture, the possibility of obtaining the particle density
profiles is of particular significance. Namely, we can introduce the particle density operator

a(r) =) W), (r), (2.10)

where W, (r) is the field operator (2.3). (2.10) reduces to the particle density function

n(r) = <(I)0

By knowing the optimized basis {w;(r)} and correlation functions <é;'rTéjT>7 one can draw

2 V() T, (r)

(I)0> = Nfd3r1 . .dBI‘N_l |\I/(I‘1, oo ,I‘N_l,I‘)‘Q . (211)

the particle density profiles for the system at hand.

2.2.3 Testing case: Description of light atoms

The natural language to describe electrons in atoms is provided by the Slater-type orbitals
(STO) [88], hence the choice of them as our basis. This causes an issue, as Slater functions

(zanlm)Qn—i-l

n—1_—apimrym
on)] T e AntmTY M (1), (2.12)

Ynim (I‘) =

12



starting {«; } |

building basis
{wi}

calculating optimization
tij, Vijki scheme:
new {«;}
diagonalizing
Hamiltonian

has
energy

Figure 2.2: Flowchart of the EDABI method. The essence of the method is as follows: We
start with setting the rules of the basis composition. This includes geometry of considered
system and the single-particle wave-function renormalization parameters {«;}. We set the
parameters, construct the basis with given rules (this usually consists of basis orthogonal-
ization), then we calculate Hamiltonian parameters ¢;; and Vijki- This is the most time-
consuming part and usually requires some computational treatment (cf. . Next,
we must diagonalize the parametrized Hamiltonian (standard approach will include exact
diagonalization, Lanczos algorithm, or statistically-consistent Gutzwiller approximation).
Finally, the essential step in EDABI is invoked - basis is renormalized via (non-gradient)
optimization scheme to obtain the physical ground-state energy Eg.
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where n =1,2,3,...,1=0,1,....n—1, m=—[,...,—1,0,1,...,] are quantum numbers
and Y;"(r) are spherical harmonics (for simplicity, we select the real spherical harmonics),
are non always orthogonal (in fact when we consider more than one atom in the system they
are almost always non-orthogonal). This can be fixed by employing the so-called linear-
combination atomic orbitals (LCAQO) [89] and orthogonalized via selected method: either
the Léwdin symmetrical orthogonalization [90] or the bilinear forms method - see
[A-4l

The other necessity of the EDABI is to select a number of parameters {«;}, renormalizing
basis’ single-particle wavefunctions. It can obviously be done in several ways, but we
chose the natural coefficients - the inverse wave-function size ay,;, embedded in Slater-type
orbitals. For clarity we will use only n explicitly, I we will traditionally refer to as s (0),
p (1), d (2), etc. and instead of m we will write main symmetry axes (i.e., a19 becomes
agp=). See Fig. for examples of Slate-type orbitals for different « coefficients.

Gaussian contraction of Slater-type orbitals

As the calculation of integrals for the Slater-type orbitals based single-particle basis
is problematic in general case (especially when it comes to three— and four-site terms)
it is convenient to use approximated and integrable representation of STO in terms of
Gaussian orbitals (the so called STO-pG basis, where p is the number of Gaussian function
approximating a single Slater-type orbital)

N

bil) ~ () = o

3
p 2\ 4
2. B <2Fq> e~ Talr—Ril® (2.13)
g=1 T

where R; denotes ionic coordinates, « is the STO inverse wave-function size, and B, are
the contraction coefficients and I'y are the inverse Gaussian sizes, both obtain by a proper
minimization procedure of the error function

e = | drtnn - 0wy (2.14)

Results

Employing the EDABI approach with concomitant optimization of all the Slater-type or-
bitals (represented as p = 5 Gaussians (1s,2s) and p = 10 Gaussians (2p) contractions
each) we are able to reproduce many-electron states of atoms of the first two periods of the
Mendeleev periodic table with all ionization energies for the full Hamiltonian in the form

H= D 2 tillotio + ) D) Vight€lyClyrbiorp- (2.15)

ij o ijkl 0,0’
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Figure 2.3: Slater functions 115(r) and 19y« (r) on the zy-plane for different values of inverse
wave-function size a5 and ag,e respectively.
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Table 2.1: Ground-state energy Eg and ionization energies Ei°® for selected light atoms in
Rydbergs (Ry). Optimiziation of 1s, 2s, 2p*, 2p¥, and 2p® real Slater-type orbitals. Note
that systems with more-than-half-filling (number of electrons > 5, marked with red color)
have their values differ from the results presented in literature [91] (cf. Table [2.2). This is
due to the fact, that the single-particle basis is no longer rich enough for the purpose of ab
1nitio description.
Ea E

H | -0.999878 1.000 Es

He -5.77524 1.776 4.000 E3

Li -14.7287 0.245 5.484 8.999 Ey

Be -29.165 | 0.6183 | 1.3134 | 11.2352 | 15.9981 Es
B -48.928 0.558 1.652 2.740 18.981 | 24.997 FEg
C -74.9426 0.590 1.702 3.314 4.568 | 28.773 | 35.996 Er
N -107.852 0.723 1.868 3.342 5.426 7.022 | 40.477 | 48.994 FEg
O
F
N

-147.863 | 0.414 | 2.159 3.644 5473 | 8.033 | 9.923 | 54.225 | 63.992 Ey
-195.917 | 0.511 | 1.898 4.093 5913 | 7.905 | 11.319 | 13.316 | 69.972 | 80.990 | Ejo
Ve | -252.657 | 0.603 | 2.154 3.880 6.520 | 8.672 | 11.199 | 14.677 | 17.245 | 87.719 | 99.988

Table 2.2: Ground-state E¢ and ionization E; energies from Lide [91] for comparison with
results presented in Table 2.1l Please note that for system not differing much from half-
filling the results are similar.
Eg E

H -0.999 | 0.999 | Es

He -5.807 | 1.807 | 4.000 E3
i -14.956 | 0.396 | 5.559 | 9.000 Ey
e | -29.337 | 0.685 | 1.338 | 11.311 | 16.002 Es

-49.316 | 0.610 | 1.849 | 2.788 | 19.064 | 25.006 Eg

-75.711 | 0.828 | 1.792 | 3.520 | 4.740 | 28.818 | 36.014 by
-109.224 | 1.068 | 2.176 | 3.487 | 5.694 | 7.195 | 40.577 | 49.027 Eg
-150.217 | 1.001 | 2.581 | 4.038 | 5.690 | 8.371 | 10.152 | 54.337 | 64.047 Ey
-199.612 | 1.281 | 2.570 | 4.609 | 6.405 | 8.397 | 11.551 | 13.611 | 70.111 | 81.078 Fro
e | -258.101 | 1.585 | 3.011 | 4.663 | 7.138 | 9.276 | 11.608 | 15.234 | 17.573 | 87.892 | 100.120 ‘

> =

ZzmOozQW
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Table 2.3: Hydrogeniclike atoms in the EDABI approach (optimiziation of 1s, 2s, 2p®, 2p¥,
and 2p® real Slater-type orbitals). Note that the exact solution of Schrodinger equation
provides a1s = Z(ag), Enr = —Z?(Ry).

Z | s (ag") | Eur (Ry)
H 1 1.00802 | -0.999878
Hel* | 2 1.99596 -3.9995
Li*t | 3 3.02355 -8.9989
Be3t | 4 4.0038 | -15.9981
B* | 5 5.04009 -24.997
ct |6 6.0057 | -35.9957
N6+ | 7 7.00665 | -48.9941
o+ | 8 8.0076 | -63.9923
F8F | 9 9.00855 | -80.9903
Ne* | 10 10.0095 -99.988

The results are listed in Table[2.1] As a test of the method, one may also compare results for
the Hydrogeniclike atoms obtained by the solving the single-electron Schrédinger equation
with the results obtained from EDABI method (listed in Table [2.3)).

2.3 Gutzwiller (GA) and Statistically consistent Gutzwiller
Approximations (SGA)

When we consider a system with the strong electronic correlations, the perturbation theory

is no longer a effective approach, opening the doors to the variational treatment with the

trial wave functions. Such an approach was devised by Gutzwiller [92H94] and generalized

over the years to fulfill requirements of different models, e.g., multiband [95] [96], time-
dependent case [97], as well as t-J, t-J-U [98HI01], and periodic Anderson model [102HI05].

2.3.1 Gutzwiller wave function method

Let us take the Hubbard Hamiltonian

H =D tijel ejo + U gy, (2.16)
ijo i
where ézTU and ¢;, are the fermionic creation and annihilation operators, n,, = ézoéw is the

fermionic particle number operator, t;; is the hopping amplitude, and U is the Hubbard
on-site repulsion term. Its expectation value is calculated with respect to the Gutzwiller
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trial wave function

vy =P lvoy =] [ Pilvo), (2.17)

where |1) is the uncorrelated single-particle product state (Slater determinant) - to be
determined explicitly later, and P; is the local Gutzwiller correlator defined for the single-
band case in the form

Pi=(1-Q1~-g)nyn,), (2.18)

where g is the variational parameter. The case g = 0 refers to the situation with no double
occupancy, as all these terms are projected out from the wave function [ig). Following
Biinemann et al. [96], we can redefine the local Gutzwiller correlator according to

P = Z Air [T 4 (T (2.19)
T

where \;r are the variational parameters describing the occupation probabilities of possible
local states [I'); (I € {|—)i, P4 |34, |H) i} for one-band case), where |—); is the empty-
site ¢ configuration, &), is that with the single occupation with spin o =1 or |, and |§);
is the site occupied by an electron pair.

2.3.2 Gutzwiller approximation: Ground-state energy

For given (2.17) trial wave function we can calculate the ground-state energy Fg per site
in the so-called Gutzwiller approximation (GA) and obtain

Ee _ (WelH|pa) _ (ol PHP |tho)
A a| ey (ol P2 o)

where A is the number of sites, d? is the average number of double occupancies,

1 R 1
€c = K <¢0 ZZj:tijCZo'Cia' Q1[)0> = A;Ek (221)

is the average bare band energy per site for particles of spin ¢, and the band narrowing
factor is

~ grer + quey + Ud?, (2.20)

2
v (ne — d2)(1 = ng —ng + d2) + dv/ng — d?
Go = Go(d,ng,m5) = ( P G ) : (2.22)

where n, is the average number of particles with spin o, and d? = <ﬁiTﬁii>' We see

that the bare band energies are renormalized by the factor ¢,. Additionally, an essential
new feature appears, namely the two-particle correlation function d?. It is the variational
parameter for given ratio U/W (W is the bare bandwidth) and the band filling n.
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2.3.3 Effective Hamiltonian in GA

It more convenient to formulate the problem in a different manner. Namely, we assume
that there exists an effective, single-particle Hamiltonian Hg 4, with its expectation value
equal to the , but now calculated with respect to the uncorrelated wave function |¢).
Thus, instead of the diagonalizing the Hamiltonian , we minimize the eigenvalue of
the effective Hamiltonian

Haa = qu (d,n,m tza ioCio Zahcw ¢y + AUd? (2.23)
ijo
= Y (go(d,n, m)exc — oh) Eéy, + AU?,
ko

where e is the dispersion relatlon and depends on the lattice geometry (examples are
listed in Table , Do ahcwcw is the Zeeman term with the reduced magnetic field
= 1/2gupH, (that we can take into account without complicating our case), whereas

n =ny +n) and m = ny —n| are the more convenient variational parameters, satisfying

1 f

X 2ko <Ckck> ,
— 1 ot -

mo=x 2k U<CLCk>‘

The two above quantities represent, respectively, the band filling (average number of par-
ticles per site) and the magnetic moment (spin polarization) per site.

n

(2.24a)

2.3.4 GA: Grand Canonical Ensemble Approach

We describe the system at nonzero temperature by constructing the grand potential func-
tional

1
FGA = 3 log Z, (2.25)

where 8 = 1/kgT, kp is the Boltzmann constant, and the grand partition function Z
Z=Tr (e*B(HGA*W)> : (2.26)

where p is the system chemical potential. Using (2.23) we can write that

Z = H21 H Z e Pribi g PUd* _ =AU H (1 + B_ﬂEEf) , (2.27)
ko

ko n;= ko

with the quasiparticle energy defined by

ESA = qoec — oh — p. (2.28)
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We can insert (2.27) to (2.25) and obtain

|
FoA =23 o (1475 42U, (2.:29)
ko

related to the free energy functional via a simple redefinition
FOA = FOA L Aun. (2.30)
In the next Section we describe in detail the minimization procedure of this effective
Landau functional for our fermionic system.
2.3.5 Statistical consistency for the Gutzwiller approximation (SGA)

To find the ground-state energy of Hamiltonian (2.16) we minimize the potential (2.29)
with respect to quantities d, n and m. This leads to the set of equations

Yo e f(EEM e, = —2AUd,
Zko‘ %‘% (EE(;A>€1{ = Oa (231&)

0qo
ko %f(EEf)Ek =0,

where f(E) = 1/(1+¢°F) is the Fermi-Dirac distribution. On the other hand, we also have,
directly from their definition (2.24)), the self-consistent equations for n and m

An = Zko’ f(EE;‘),
Am =¥, o f(BG),

that produce constrains on the average value of the particle number and the magnetization
operator per site, n and M, respectively. At this point, it is essential to include in the
minimization procedure the statistical consistency conditions of the solution. To do so,
following Jedrak et al. [106], we employ the Lagrange multiplier method and define the new
effective Hamiltonian

(2.31b)

Hsaa = Haa — Mn(h —n) — Ap (1 —m), (2.32)

where Lagrange multipliers A\, and Ay, are the molecular fields, coupled respectively to the
total charge and the spin polarization. In effect, we define the Landau grand potential
functional in the form

FSGA _ _;ZIOg (1 I 6—5Ef§“‘> + A (Ud2 + A\pn + )\mm) , (2.33)
ko

where the quasiparticle energy is now

B9 = goerc — o (h+ Am) — (1 + ). (2.34)
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To minimize (2.33) we need now to solve the modified set of self-consistent equations,
namely

S e f(ESGAY e, = —2AUd,

Sho e f(EZSN e = —Adn,

Yo e f(EEGMac = —Adn, (2.35a)
2o f(ElffA) = An,

Zka Uf(EiffA) = Am,

where the k summation goes over the first Brillouin zone. Note that by enabling the
Lagrange multipliers, we ensure the statistical consistency of the system. This is not the
case for the standard set of equations . The consistency amounts to forcing the
condition that the averages calculated with the help of the self-consistent equations
coincide with those obtained from a direct minimization of the Landau functional (2.33]).
This feature is a fundamental correction to GA and has been elaborated earlier in our
group [106]. Here it will be applied to the interesting problem of Mott localization in
hydrogeniclike systems. Parenthetically, only after including the statistical consistency
conditions, our SGA results coincide with those obtained within the slave-boson approach
in the saddle-point approximation.
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Chapter 3

Published Papers with their
suminaries

In this chapter we present the published papers, constituting this Thesis, together with its
brief summaries. The papers are in the chronological order.

3.1 Paper A-1 — Extended Hubbard model with renormal-
ized Wannier wave functions in the correlated state III:
Statistically consistent Gutzwiller approximation and the
metallization of atomic solid hydrogen

In this paper we consider a 3-dimensional, atomic model of hydrogen. This is a semi-realistic
approach to the problem of metallization, in the regime of atomic crystal, as we do not know
the predictions of the atomic phase structure. Hence, we start our discussion with a model
case of simple cubic (sc) lattice. For the first-principle system description, we employ the
Exact Diagonalization — Ab Initio Approach (EDABI)| with [the Statistically-Consistent|
Gutzwiller Approximation (SGA )|as the parametrized Hamiltonian diagonalization scheme.
This is no longer an exact approach, nevertheless, it provides useful information about an
infinite system. We describe the model with the so-called extended Hubbard model with
the single-particle energy €., the nearest neighbor hopping term ¢, the on-site Hubbard
interaction U and the intersite Coulomb repulsion Kj;;, where the microscopic parameters
are obtained by integrating either single-particle Hamiltonian (for one-body parameters ¢,
and t) or Coulomb potential (for two-body parameters U and Kj;), both with properly
prepared single-particle basis wave functions. This is a problematic case to be treated by
means of SGA, therefore we make two more approximations. First, we only consider the
basis functions as linear combinations of atomic orbitals (LCAO [89]) up to the certain limit,
that is we require the hopping terms to be only between orthogonal functions. Secondly, we
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rearrange the Hamiltonian in a way, that intersite Coulomb interaction parameters K;; and
ion—ion repulsion renormalize the single-particle energy €., leaving the remaining terms to be
of negligible influence, when the ground-state energy is calculated, taking advantage of the
one-electron-per-lattice-site scenario. Hamiltonian prepared in that way is now tractable
with the SGA, thus exchanging the problem of diagonalization the Hamiltonian to the
minimization of corresponding Landau functional.

We calculated the ground-state and all its components for varying lattice parameter
(interatomic distance) R € [3.25,8] and magnetic field H,, and observed the first order

transition at Rc = 4.lag (Fig. 1), where the average double occupancy d? = <fziTﬁu>

drops discontinuously to zero with the increasing lattice parameter R (Fig. 2) indicating a
metal —insulator transition. This claim can be backed up by the divergence of magnetic
susceptibility (Fig. 5) and the disappearance of Hubbard gap Eg., = U-W (Fig. 11), where
U is the Hubbard repulsion and W = 12¢| is the bandwidth. We obtain the microscopic
parameters of the Hamiltonian (Fig. 3) in the correlated state (cf. the renormalized inverse
wave-function size a (Fig. 9)), as well as the Landau functional minimization parameters,
the most interesting being magnetization m (Fig. 6) and the molecular field A, coupled
with m (Fig. 4). For the sake of completeness we supply critical scaling of the ground-state
energy (Fig. 7) and of the inverse wave-function size (Fig. 8).

As an extra result, we assessed the critical pressure to stabilize metallic phase and have
found it to be ~ 100G Pa (Fig. 12). As we disregarded the molecular phases, this paper can
be treated only as an first estimate, as there can still be a stable, lower-energy molecular
structure. Nevertheless, even in the model case of simple cubic lattice, the metallization
under pressure can be obtained.

The paper was published in European Physical Journal B (Eur. Phys. J. B 86, 252
(2013)), pp- 1-9.
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Abstract. We extend our previous approach [J. Kurzyk, W. W¢jcik, J. Spalek, Eur. Phys. J. B 66, 385
(2008); J. Spalek, J. Kurzyk, R. Podsiadty, W. Wéjcik, Eur. Phys. J. B 74, 63 (2010)] to modeling corre-
lated electronic states and the metal-insulator transition by applying the so-called statistically consistent
Gutzwiller approzimation (SGA) to carry out self-consistent calculations of the renormalized single-particle
Wannier functions in the correlated state. The transition to the Mott-Hubbard insulating state at tempera-
ture 7" = 0 is of weak first order even if antiferromagnetism is disregarded. The magnitude of the introduced
self-consistent magnetic correlation field is calculated and shown to lead to a small magnetic moment in
the magnetically uniform state. Realistic value of the applied magnetic field has a minor influence on the
metallic-state characteristics near the Mott-Hubbard localization threshold. The whole analysis has been
carried out for an extended Hubbard model on a simple cubic (SC) lattice and the evolution of physical
properties is analyzed as a function of the lattice parameter for the renormalized 1s-type Wannier functions.
Quantum critical scaling of the selected physical properties is analyzed as a function of the lattice constant
R — R. = 4.1ao, where R. is the critical value for metal-insulator transition and ao = 0.53 A is the Bohr

radius. A critical pressure for metallization of solid atomic hydrogen is estimated and is ~10® GPa.

1 Motivation

One of the important quantum-mechanical problems in
both the solid-state [1-4] and the optical-lattice [5] sys-
tems is the localization-delocalization transitions of fer-
mionic states which is called the Mott or Mott-Hubbard
transition. In electron systems it corresponds to the de-
localization of atomic states (usually of 3d or 4f type)
and the formation of a Fermi liquid of heavy quasipar-
ticles composed mainly of the transforming electrons,
irrespectively of the fact that there may be other va-
lence electrons present also there [4]. In the extreme
version, the transition is driven solely by the interpar-
ticle interaction, in which the presence of lattice plays
only a secondary role. In that situation, the localization-
delocalization transition is called the Wigner transi-
tion [6,7]. The description of these two transitions min-
imally provides a bridge between the atomic physics with
the localized single-particle electron states and the theory
of fermionic quantum liquids with delocalized states, for

a
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which (quasi)momentum p = fik characterizes quasiparti-
cle states. A principal dynamic quantity driving the tran-
sition is the particle density (or interatomic distance for
fixed number of particles, as is the case here).

A second impetus to the physics of these phenomena
has been provided by the introduction by Anderson [8,9]
and Hubbard [10] of second-quantization or quantum-
particle language, with the help of which the revised
Mott-Hubbard transition can be analyzed in terms of mi-
croscopic parameters. In the simplest, half-filled single-
band model the relevant microscopic parameter is the ra-
tio U/W, where U is the magnitude of the intraatomic
(Hubbard) interaction and W = 2z|t| is the bare band-
width (i.e., that for the uncorrelated particles), with z
being the coordination number (i.e., the number of near-
est neighbors) and |¢| is the magnitude of intersite transfer
(hopping) of individual fermions. It is amazing that a sim-
ilar type of approach can be formulated for both fermions
and the bosons, in the latter situation in the optical-lattice
situation [2,3].
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The principal question is how to combine the Mott [1]
and the Hubbard [11] aspects of this quantum phase
transition in a purely electronic system. Once achieved,
the whole description can be analyzed as a function of
the lattice parameter (or interatomic distance, R). In the
series of papers [12,13] we have formulated such an ap-
proach starting from the Gutzwiller-ansatz approximation
(GA) for the extended Hubbard model, with a simultane-
ous readjustment of the single-particle Wannier functions
in the correlated state. The method provides, among oth-
ers, a direct connection of the Mott criterion for localiza-

tion/delocalization (né/saB ~ 0.2) with that of Hubbard
(U = W). As an extra bonus coming from such a formu-
lation we obtain the quantum-critical behavior of single-
particle wave function size a=! [13], as well as the detailed
evolution of the correlated metallic state into the Mott-
Hubbard insulator. One principal methodological advan-
tage of the present formulation is that, in distinction to
the LDA + U [14,15] or LDA 4+ DMFT [16,17] approaches
our formulation avoids the problem of double counting
of electron-electron interaction. However, unlike LDA + U
or LDA +DMFT methods, the present approach is still
on the stage of modeling only the simplest (one-band)
systems. Nonetheless, it may provide a formally proper
starting point for more complex situations such as many-
band systems. Our formulations can certainly be also re-
formulated for Bose-Hubbard optical-lattice systems. It is
unique in the sense of discussing of quantum critical be-
havior of single-particle wave function characteristics such
as the inverse wave function size (the inverse effective Bohr
radius).

As a concrete application of our results we calculate
the critical pressure for the metallization of solid atomic
hydrogen with the electronic correlations included within
our renormalized mean-field theory.

The structure of the paper is as follows. In Section 2 we
characterize briefly the method used in the paper and the
modification of our previous approach [12,13]. In Section 3
we analyze in detail the numerical results obtained with
the help of the so-called Statistically Consistent Gutzwiller
Approzimation (SGA). As a physical application, we also
provide there the estimate of the critical pressure for the
solid atomic hydrogen metallization. Section 4 contains an
outlook with summary of main results and a brief discus-
sion of possible extensions.

2 Model and method applied
2.1 Starting Hamiltonian

We start with the Extended Hubbard Hamiltonian for 1s
hydrogenic-like system

H=c¢, Zn, + Z tija;rgaja + UZniTnu
i i

7 i#7,0
+ Z sznsz + Z ‘/ion—ion (Tj - Ti) ’ (1)
i<j i<j
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where t;; is the hopping integral, U the intraatomic in-
teraction magnitude, ¢, the atomic energy per site, and
Vion-ion corresponds to classical Coulomb interaction be-
tween two H™T ions, equal (in atomic units) to

2

T —’I',L'|. (2)

‘/ion—ion (Tj - Ti) = ‘

By following [18], we introduce N. = >, n; — the total
number of electrons, and dn; = n; — 1 as the deviation
from neutral-atom configuration. We can now rearrange
the interatomic interaction in the following manner:

ZKijnmj = ZK”(HZ — 1)(TLJ — 1)

i<j i<j
1
*ZKU +2NeN ZKij
i<j i<j
1
= ZKij(Sni(;nj + NeN ZKU
1<J 1<J
1
+(Ne—N)NZKz’j- (3)

i<j

By introducing now effective atomic energy per site, i.e.,
containing both the atomic binding part €, and the ion-ion
repulsion, we can write it down in the form

1 2
€§ﬁ=6a+NZ<Kij+R”),
i

i<j

(4)

where R;; = |rj —r;. In effect, we can rewrite
Hamiltonian (1) in the following manner:

H = €2ﬁ an + Z ti‘,-a;rga]-[, + UZ”iT”LL
i i#jo §

1
i#]

(5)

We also add (=3, 059upHanis) — a simple magnetic
Zeeman term, where ¢ is the Landé factor, up the Bohr
magneton and H, the external magnetic field. By intro-
ducing the reduced magnetic field h = ;guBHa, we obtain
our starting Hamiltonian

H = eg’ﬁ Zn, + Z tija;rgajo. + UZnian
i i

i#j,0

=+ ; ZK”&I%(STL] — hZUnia- (6)

i#]

This lattice Hamiltonian describing the system of 1s-type
states in a solid contains the following microscopic pa-
rameters: ¢;;, U, K;; and the band filling n. Additionally,
close to the metal-insulator boundary we can assume that
(0nidn;) ~ 0.
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2.2 Incorporation of single-particle wave function
optimization

The microscopic parameters of (6) can be expressed via
the single-particle Wannier functions in the following
manner:

tiy = (ws| Hy [wy),
62
|71 — 72
62
Koo — oy o
ij <w1w] |’I‘1 B 7‘2| wzw]> s
€a = (w;| Hy |wy), (7)

where Hi is the Hamiltonian for a single particle in the
system, and e?/|r; — 7g| is interparticle interaction. The
numerical value is obtained by approximating first the
Wannier functions w; = w; (r) = w; (r — R;) by 1s Slater
orbitals and those, in turn, by series of the Gaussian func-
tions, i.e.,

w; (r) = pW (1) — VZ% (r),

3
«° R
\/ e alr—R;|
™
2F2 Z
—I'?lr—R;|?
> Ba<7r“) e~ Talr=Ril™

a=1

where the parameters 5 and  are defined through equa-
tions (24) and (25) in part I [12] to make the basis normal-
ized and orthogonal, i.e., <wz| wj(i)> = 0. Parameters B,
and I, are derived by minimizing energy of single atom
(Hamiltonian # “%" — 72 —2|r — R;|™"). p is the number
of Gaussian functions used. Parameter « is found by min-
imizing the system energy of the trial correlated state (see
below). The difference with our previous approach [13] is
that we include the statistical consistency conditions, as
discussed next.

!pi (’I")

oW

%

«

(®)

2.3 Statistically-consistent Gutzwiller approximation
(SGA)

To obtain optimal value of the inverse size « given in-
traatomic distance R we have to obtain the system en-
ergy. It was shown [19] that the Gutzwiller approximation
(GA) does not always provide the variational results con-
sistent with those obtained from the corresponding self-
consistent equations. To assure this consistency we mini-
mize the GA free-energy functional F supplemented with
two additional molecular fields A,,, and A, coupled with m
and n, respectively:

F(5GA) _ 7[13 3 log (1 + e—ﬁELiGA))
ko

+ A (Aan+ Apm + Ud® + pm) (9)
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where the trial eigenvalues E,(ciGA) are:

B = By — oA — A
=gk —0 (h+An) — (p+ ),  (10)
where d? = ni+niy) , and
A
0 = (¢(ng — &) (1 - ny — 1y + d2)
2
+dv/ng — d2) /1o (1= ny) (11)

is the band narrowing renormalization factor and ey is dis-
persion relation for bare particles (here taken for simple
cubic structure, e, = 2t (cosk, + cosk, + cosk;)). The
eigenvalues Fy, are obtained by Fourier transform of the
effective GA Hamiltonian
Z tea-al a.
9 doliy a]a

H=el> ni, +
i ijo

+ AUd? fuan,

10

(12)

additionally supplemented with the Lagrange-multiplier

constrains
“Am Y (mi=m) =X, > (ni —n), (13)
i i
where m; = ni — niy, m = (m;), n; = ngp + nyy, and
n=(n;).

The operator K = H — >, (Amms + Apng) + A(Apm +
Ann) plays the role of the effective Hamiltonian, in which
the mean fields (m, d?) and the Lagrange multipliers
(Ams An), as well as p, are all determined variationally,
in addition to the wave function parameter . In the next
section we analyze in detail the physical results obtained
by minimizing though that procedure the functional (9).

2.4 Overview of numerical methods

Numerical analysis was carried out with the help of
method different from that used in references [12,13] by
introducing the lower-level minimization for each single-
particle basis optimization step. In other words — for each
and every step of minimizing energy with respect to the
reverse function size «, where Golden Section Search [20]
was empirically proven to be the most efficient, there is
introduced a new minimization of functional F(5¢4) with
respect to the double occupancy d, the magnetization m,
the chemical potential ;1 and the molecular fields A, and
An. The latter procedure was carried using GSL - GNU
Scientific Library', with the order of magnitude of zero-
precision 1078 and all the following up calculations with
the double precision.

Due to new minimization step and new parameter (ex-
ternal magnetic field H,), the numerical complexity in-
creases by two orders of magnitude, and it enforces new

! http://www.gnu.org/software/gsl/
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Fig. 1. Ground state energy (per atom) of the metallic state
(PM, x) for R < R. and the insulating (PI,+) for R > R,
as a function of interatomic distance R (in units of Bohr
radius ao). Inset: detailed representation of the first-order
PM — PI transition near R = R. ~ 4.1ap. The upper curve
for R < R, represents the energy of the unstable PI state. Note
that as Fg > —1 Ry, the lattice can only be stabilized by the
external pressure (see Sect. 3.3).

optimization. To decrease the computing time we chose
the basis of three Gaussians (p = 3 in (8)) instead of seven
(as in Refs. [12,13]). After comparing the results for con-
stant external magnetic field H, for p =3 and p = 7 we
observe no qualitative change of behavior. Below we dis-
cuss the basic physical properties obtained within SGA
and just discussed numerical procedure, as well as com-
pare them with those obtained previously without the sta-
tistical consistency [12,13].

3 Results and discussion
3.1 Ground-state properties

The calculated ground state energy Fg as a function
of interatomic distance R (lattice parameter) is shown
in Figure 1. In the inset a detailed dependence of Eg
in the transition regime R ~ R. = 4.lag is displayed.
For the sake of comparison, the energy of PI state (for
H, = 0) has been also shown for R < R, where this
phase is not stable. The principal difference with our
previous Gutzwiller ansatz (GA) results is that in the
present (SGA) approach the transition is weakly discon-
tinuous, as one can see explicitly from the circumstance
that dE¢ /dR, which is proportional to the internal pres-
sure, is discontinuous.

In Figure 2 we plot the double occupancy probability
d? = (n;n;)) versus R and again see a weak discontinuity
at R = R.. The present SGA results are compared with
the previous GA results of Spalek et al. [13].

The R-dependent evolution of the microscopic param-
eters are shown in Figures 3 and 4. In Figure 3 we plot
the values of U and the nearest-neighbor hopping mag-
nitude |¢|, whereas in the inset the U/W ratio, with
W = 2z|t| being the bare bandwidth, is shown in the
regime R =~ R.. Note that at R. = 4.1ag the U/W is
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Fig. 2. Double occupancy probability d* = (n;;n;,) versus R.
Note a weak discontinuous jump to zero at R = R. ~ 4.1ao,
as compared to the continuous evolution for PM — PI of the
Gutzwiller approximation obtained previously [12,13].
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Fig. 3. Microscopic parameters: hopping integral |¢| and the
Hubbard interaction parameter U, both as a function of R.
Inset: U/W ratio vs. R. The U/W ratio for R = R. is
(U/W) ~ 1.18. The vertical dashed line marks the PM — PI
transition point. In the large-R limit U reaches the atomic
value Uqs; = (5/4) Ry.
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Fig. 4. Correlation-induced effective magnetic field A, vs. R
for selected values of applied magnetic field H,. For H, = 0,
Am vanishes at PM — PI boundary (see inset for details). The
presence of the applied field triggers A», # 0 in the insulating
state.
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Fig. 5. Differential static magnetic susceptibility vs. R for se-
lected values of the applied magnetic field. The y divergence at
R. = 4.1ap accompanies the PM — PI transition and is associ-
ated with localization of the itinerant electrons when R — R..
Overall x behavior in the metallic state does not depend much
on the value of H,. Inset: double logarithmic plot x(R) showing
absence of any simple exponential type of scaling.

of the order of unity, in accordance with the results ob-
tained when U/W is treated as a free parameter [11]. The
atomic limit is reached effectively when [¢| =~ 0, i.e. for
R ~ 6.5a9. The value of U in that limit is U = (5/4) Ry.
Amazingly, one should also note that at the transition
R7l'a~! = n%ap ~ 0.25, in accordance with the orig-
inal criterion due to Mott [2,3] for the Mott localiza-
tion (nc = 1/R3 is the particle density at R = R, and
ag = a~ ! in the effective Bohr radius at that point).
This approach does allow to relate directly the Mott and
the Hubbard criteria for localization of fermions. This was
achieved by readjusting the Wannier functions, determin-
ing ¢ and U parameters in the correlated state.

In Figure 4 we exhibit the evolution of the consistency
field \,,,, which plays the role of the self-consistent (cor-
relation) field, also for selected nonzero applied magnetic
field. One should note that the lowermost curve corre-
sponds to the case with H, = 0. The nonzero value of the
effective field in the metallic phase will introduce a small
but nonzero value of the spin magnetic moment in the
uniform (weakly magnetic) phase as discussed below. The
situation is highlighted in the inset to this figure. How-
ever, one should emphasize that the field A\, is dependent
on the phase discussed and in the antiferromagnetic state
it takes the form of a staggered field [21]. The latter phase
will not be analyzed in detail here, as the first and the
foremost aim of this paper is to underline the first-order
nature of the M — I transition if the statistical consis-
tency conditions are properly taken into account, as well
as the quantum scaling of the single-particle atomic wave
function inverse size a~!. The corresponding behavior of
the renormalized but less pronounced (cf. [13]), so we will
not discuss it in detail here.

To visualize directly the type of magnetism accom-
panying the metal-insulator transition (MIT), we have
plotted in Figure 5 the zero-field magnetic susceptibil-
ity versus R (the inset illustrates an overall behavior).
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Fig. 6. Magnetic moment m = (n;; — n;;) as a function of
the applied magnetic field at the critical interatomic distance
R. = 4.1ag. Inset: a residual uniform moment in the metallic
state vs. R near R., induced by the correlation field when it is
assumed as spatially uniform.

The principal feature of x quasi-divergence for R — R, is
roughly independent of the applied field magnitude spec-
ified. It does not follow exactly the Brinkman-Rice de-
pendence [22] as here the unrenormalized (o) value is
strongly R dependent as well, so x cannot be parametrized
by U/W ratio only. For the sake of completeness we plot
in Figure 6 the magnetization curve at the localization
threshold. The dependence roughly emulates the Brillouin
curve for the localized particles of spin 1/2. However, one
has to take into account a nonlinear increase of the molec-
ular field for nonzero H, value. (cf. Fig. 4). In the inset to
this figure we provide the uniform magnetic-moment mag-
nitude as a function of R if a uniform \,, # 0 is assumed.
In the metallic state the spontaneous value of spin polar-
ization is very small and practically field independent.

For the sake of completeness, we also provide in Table 1
the numerical values of the selected quantities vs. R. Note
that we compared the values of Eg in SGA and GA. The
slightly higher values of E¢ obtained in the present (SGA)
case should not be surprising for R away from R.. It is re-
warding that they are lower as R, is approaching, since
then the results are more realistic, i.e. the tight-binding
approximation works better. The last column describes
the effective mass enhancement (¢;' = ) due to the
interparticle correlations. One should note that the bare
band value mp is also dependent on R. Additionally, for
the half-filled band case (and only then) the mass enhance-
ment is not explicitly spin-direction (0 = £1) dependent.
The scaling with R of the selected just discussed quantities
is carried out next.

3.2 Scaling laws of physical parameters

The question arises whether the scaling properties pro-
posed earlier [13] of selected physical quantities near the
quantum critical point (located at R = R.), where x
is divergent, take place also within the present SGA
approach. To address this question, we have plotted
in Figure 7 the relative ground state energy per site
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Table 1. Computed quantities in SGA (except additional results for ground-state energy added, calculated in GA), all as a
function of the lattice parameter, for the simple cubic structure. For their definition, see main text. The values, if not specified
explicitly, are in rydbergs (Ry). The x(0) value for R > R, is infinite.

R(a0)  EZ°4 ESA t U
3.25 —0.8640 —0.8644 —0.2409 1.4996
3.50 —0.8814 —0.8816 —0.1773 1.4749
4.00 —0.9136 —0.9136 —0.1098 1.4152
4.05 —0.9171  —-0.9171 —-0.1046 1.4139
4.09 —0.9200 —0.1005 1.4140
4.10 —0.9209 —0.9207 —0.0995 1.4143
4.20 —0.9315 —0.9288 —0.0896  1.4217
4.50 —0.9544 —0.9517 —0.0705 1.3742
5.00 —0.9760 —0.9732 —0.0471 1.3200
7.00 —0.9939 —0.0082  1.2504
o) —1.0000 —1.0000 0.0000 1.2500
10 ‘ ‘ : :
7=1.0349%0.0089, A=0.65810.036 " |
data obtained =
1 | 4
0.1 ¢ J"f ]
@o Ll
> oot} e l
w
= 0001} / 1
.'ﬁ
0.0001 | L i
1e-05 L—w™ : : :
1e-05  0.0001  0.001 0.01 0.1 1

(R-R)/R,

Fig. 7. Scaling of the relative ground state energy near R =
R.. For detailed explanation see main text.

((Ec(R)—Ec(Rc))/Ec(Rc)| = |[(E—Ec)/Ec| vs. relative
interatomic distance (R. — R)/R,. for R — R, — 0. As be-
fore, we observe an almost linear scaling |(F — E¢)/Ec| =
A((R. — R)/R.)", since v = 1.035 + 0.009 and addition-
ally, A = 0.66 £ 0.04. One should note that this type
of scaling for the ground state energy near QCP is very
different from the corresponding behavior in the atomic
limit R > R, where the corresponding energy per site
is roughly dominated by the Coulomb contribution, so
Eg ~ R~!. This type of scaling means that the first
derivative is nonzero and constant for R — R.. This fea-
ture will be taken upon and interpreted in Section 3.3.
In Figure 8 we plot the relative inverse renormalized
atomic-orbital size |(a(R) — a(R.))/a(R.)| = |(a — ac)/-
ae| vs. (R — R)/R.. Again, we have an almost linear scal-
ing, though the behavior is not as regular as before [13].
It is thus more legible to display the actual behavior of
the renormalized orbital size «(R) vs. R, as shown in
Figure 9. The quantum critical behavior corresponds to
the cusp-like feature around R, where we observe a clear
discontinuity of da/dR at R = R.. The most important
feature of this figure is the fact that we observe this type of
quantum critical behavior for the renormalized inverse size
of the single-particle wave function. We are not aware of
any other result of that type appearing in the literature,

a™(ao) & Am x(Ry™) q !
0.9474 0.152774  0.015884 0.1809 1.17728
0.9220 0.120128 0.012641 2.0598 1.36818
0.9200 0.048886  0.006084 22.6577 2.82781
0.9175 0.038973  0.004256 47.3562 3.47235
0.9147 0.030193  0.027281  253.7567  4.40375
0.9138 0.000000  0.000000 o] o]
0.9021 0.000000  0.000000
0.9263 0.000000  0.000000
0.9556 0.000000  0.000000
0.9972 0.000000  0.000000
1.0000 0.000000  0.000000
10 : , :
¥=1.02120.044, A=0.4520.13 -
data obtained "
1 L 4
0.1 P
2 0.01 | e oot ]
3 b Vi
T 0001} _’.l“ 1
0.0001 | ..,.., ]
16-05 i ‘ ‘ ‘
1e-05  0.0001  0.001 0.01 0.1 1
(R-R)/R,

Fig. 8. Scaling of the inverse orbital size o near R = R.. For

detailed explanation see main text.

apart from the analogical result obtained by us earlier
within the GA [13]. Note also, as already said earlier,
this type of critical behavior will translate into the same
type of behavior for the renormalized Wannier functions.
It is important to emphasize that this quantum critical
behavior of the principal characteristic («) of the renor-
malized wave function is independent of the fact whether
the actual two-particle characteristic — d? vanishes con-
tinuously (as in GA) or discontinuously (as in SGA), as
well as whether the states are paramagnetic (PM, PI)
or have a small “parasitic” magnetic moment. This anal-
ysis should certainly be extended and carried out for the
antiferromagnetic (AFM, AFI) cases, but that requires a
separate treatment, as it will certain a large number of ad-
ditional variational parameters. This is certainly planned
as the next stage of work.

Finally, we would like to discuss at this point two
important physical characteristics of our correlated sin-
gle narrow-band system. First of them is exhibited in
Figure 10 and shows the effective mass enhancement ¢!
vs. H, for selected values of R close to R., but on
the metallic side. We observe the two important fea-
tures. First, the quasiparticle mass is spin-independent
in this half-filled band case, unlike in the non-half-filled
case [23,24]. Also, the mass enhancement due to the
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alay")

3.5 4 4.5 5 5.5 6 6.5 7 7.5 8
R (ap)

Fig. 9. Inverse atomic-orbital size vs. R. The critical behavior
near R = R. = 4.1ag. The dependence is practically indepen-
dent of the applied field. Note that the cusp has its maximum
slightly above R..

' R=4.05 2, ——
3.47 +
S n=1, qr = N
2.83 ar=qy R=4 a,
M
‘o
o
2.82.L 4
1.84F s
8 R=3.8ay; ——
1.83

50 () 100 150
Fig. 10. Effective mass enhancement as a function of mag-
netic field for the situation with one electron per atom. In this
case it is spin direction independent and dependent only on
the interatomic distance. Note that this enhancement does not
include the change of the bare mass which increases also with
increasing R.

correlations increases in SGA relatively slowly compared
to that in the parametrized GA approach [25] as R —
R, —0. Second, this slow increase of ¢~! when confronted
with the rather fast dependence of the susceptibility (cf.
Fig. 5, Tab. 1) means that the magnetic contribution
to the renormalized susceptibility (corresponding to the
“renormalized Stoner part”, cf. [22,25]) has an essential
contribution to the susceptibility. Also, as mentioned ear-
lier, there may be an essential contribution due to the
bare bandwidth W narrowing with the increasing R. In ef-
fect, the resultant behavior of quantities such as x or the
linear specific-heat coefficient v = ~9¢~! in the strong-
correlation limit (here U ~ W) is much more subtle
than it was discussed within the pure parametrized model
(GA) picture, where the renormalization of the Wannier
functions, as well as the correlation fields A,, and A,,
are absent. Simply put, our approach goes beyond the
parametrized-model approach as it provides the correlated
system evolution as a function of experimentally accessible
parameter — the lattice parameter.
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Egap (V)

3.5 4 4.5 5 55 6 6.5 7 7.5 8
R (ao)

Fig. 11. Hubbard gap evolution Eg4qp = U — W as a func-
tion of interatomic distance. Note a continuous dependence
near R. even though the transition is weakly discontinuous
(cf. Figs. 1, 2). As the gap is increasing rapidly with increas-
ing R (R > R.), the Mott insulators for R > 4.5a0 cannot be
regarded as wide-gap semiconductors.

Finally, in Figure 11 we plot the value of the Mott-
Hubbard gap Egqp = U — W versus R. Obviously, in the
metallic phase it does not appear (for the sake of complete-
ness, we show it as having a negative value). Above the
transition it reaches relatively fast with increasing R > R,
the asymptotic value Fyqp, ~ U. A weak cusp-like behav-
ior should be noted just above R = R.. This feature is
reminiscent of the cusp-like behavior of the renormalized
Wannier functions. It would be interesting to study the
pressure dependence of the gap for the Mott insulator lo-
cated just above the transition point and determine its
scaling with (R— R.)/R.. It does not scale linearly, as the
quantities earlier.

3.3 Supplement: Application to solid atomic hydrogen:
estimate of the critical pressure for metallization

Our formulation represents a fully microscopic model of
the solid atomic hydrogen undergoing a Mott insulator-
metal transition. This model differs from the standard
treatment [26], in which the phase diagram is treated as
a function of microscopic parameter U/W, since we in-
clude here a fully self-consistent procedure of evaluating
the renormalized-by-correlations wave functions. In effect,
we can calculate explicitly the critical pressure for metal-
lization. In this approach the external pressure is the fac-
tor stabilizing the system in a particular phase (M or I).
This task can be carried out by using the classical defi-
nition of pressure p as the force F', applied to make the
present atomic solid stable, over the area A. This force
is obtained by differentiating F' = |-V gE¢|. The corre-
sponding external pressure we have to exert on the system
in order to stabilize the crystal as a function of interatomic
distance (with energy E¢ per site and the elementary cell
area A/N = R?) is plotted in Figure 12. Note that the
physical meaning has the critical pressure for metalliza-
tion as the point R = R, is the terminal point of stability
of the almost localized Fermi liquid. It differs from other re-
sults [27] as those results concern a molecular (Hz) solid;
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Fig. 12. External pressure (in GPa = 10° Pa) one has to
exert in order to stabilize the crystal vs. interatomic distance
(with cell area A/N = R?). Note two critical values of pressure:
pc,1 = 97.7 GPa required in the insulating state and pc,amr =
62.6 GPa in the metallic state. The lattice becomes very rigid
as R — R.. The dotted line marks naive extrapolation M — 1.

for detailed comment see e.g. [28]. Note that the pres-
sure behavior p(R) for R — R, traces the difference on
the slopes dE/dR for metallic (R < R.) and insulating
(R > R.) regimes. Roughly, it shows a critical (divergent)
behavior at R.. To determine that more accurately we re-
quire a refined numerical analysis. Nonetheless, the trend
is clear and provides a promising starting point for a fur-
ther analysis.

One must emphasize that this discussion is based on
an implicit assumption that the positive ions (protons in
this case) form a lattice in both the metallic (M) and
insulating (I) states. This may turn only a rather crude
approximation on the possible role of their zero-point mo-
tion in increasing the value of the critical pressure. Addi-
tionally, a possible transition to solid-liquid plasma as an
alternative scenario, should certainly not be ruled out (for
the relevant discussion of that point e.g. [29,30]).

4 Qutlook

We have provided ground-state principal characteristics
of the correlated narrow-band system involving first-
principle variational calculations of the renormalized
Wannier functions of 1s-type in the correlated state de-
scribed by the statistically consistent Gutzwiller approx-
imation (SGA). Our model is fully microscopic as it con-
tains an explicit calculations of microscopic parameters
of the extended Hubbard model. In this manner, we can
track the correlated Fermi-liquid evolution with the in-
creasing lattice parameter R into the Mott-Hubbard in-
sulator. As an extra bonus, we obtain an estimate of the
critical pressure for the metallization of solid atomic hy-
drogen which is roughly equal to 100 GPa. Obviously, the
solid atomic hydrogen is a molecular crystal up to much
higher pressures [26,27], but it may be possible that the
states of this type can be synthesized in the optical-lattice
experiments.

We would like to emphasize that our model calcu-
lations contain two attractive features from a general
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methodological point of view of the computational solid
state physics. First, they do not include twice the Coulomb
interactions among electrons, as it is the case for LDA + U
or LDA +DMFT methods. Those latter methods have
their own merits as they can be (and are) applied to com-
plex real materials. But the correctness of the present ap-
proach is still worth mentioning, even when applied so far
to the mode system only. Second, within the present ap-
proach the calculation of the renormalized characteristics
of the single-particle wave function and of the interelec-
tronic correlations, are both treated on the same footing.
This is the crucial feature of the Mott-Hubbard systems,
for which the single-particle energy (e.g. the renormalized
band energy) is of the same magnitude as the interparticle
(Coulomb in this case) interaction. The approach of the
present type should be extended to the multiband situa-
tion to discuss the realistic strongly correlated materials
(the magnetic oxides such as V303) evolving, when vary-
ing the lattice parameter (i.e., applying the pressure), and
not only as a function of the microscopic parameters such
as U/W, as they vary very rapidly in the vicinity of the
Mott-Hubbard transition. However, this program execu-
tion may represent a long road ahead.

One has to mention that the present approach requires
some other basic extensions. First of all, as any Gutzwiller-
type approach, it does not include explicitly the intersite
kinetic exchange appearing deeply in the Mott insulat-
ing state (for R substantially larger than R.). The trace
of this interaction is coded in the correlation fields \,,,
as has been shown in a related context before [21]. Sec-
ond, the case with partial band filling (n < 1) should be
also treated. Third and most importantly, the antiferro-
magnetic state should be included in the analysis. This
is our plan for the near future. However, we believe that
this simple analysis shows up in a clear manner the quan-
tum critical behavior of the renormalized-by-correlations
single-particle wave function, not obscured by the compli-
cated magnetic structure (i.e., that with a staggered mag-
netic moment). Fourth and finally, the approach, even in
the present single-band case, should be extended to the
close packed lattices such as fcc and hep, as this are the
typical structures for metals. But then, one has to include
at least first two hopping integrals (between the nearest
and the next-nearest neighbors). Such treatment is cer-
tainly tractable. Nonetheless, we believe that our first es-
timate of the critical pressure for the metallization of solid
atomic hydrogen, carried out for the sc structure, provides
a promising starting point.

Finally, one can extend our analysis to nonzero tem-
peratures in a straightforward manner, starting from the
free-energy functional (9). This should be carried out
separately and the results can be compared with GA
results providing the first-order line ending in a clas-
sical critical point, as well as the reentrant metallic
behavior [23,24,31,32].

Discussions with Jan Kaczmarczyk are greatly appreciated.
The work was carried out partly within the Project TEAM
awarded to our group by the Foundation for Polish Sci-
ence (FNP) for the years 2011-2014 (APK and JS). We also
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3.2 Paper A-2 — Metallization of Atomic Solid Hydrogen within

the Extended Hubbard Model with Renormalized Wan-
nier Wavefunctions

This is a follow-up paper to In this contribution to the XVI National Conference
on Superconductivity in which we expand the discussion of the most important outcome of
that previous work, namely, the critical pressure of metallization of solid atomic hydrogen
crystal. Using the extended Hubbard model, with the single-particle energy €,, the nearest-
neighbor hopping term ¢, the on-site Hubbard interaction U, and the intersite Coulomb
repulsion Kj;;, we model the metal-insulator transition using better approximation for the
single-particle basis states with p = 9 instead of p = 3 Gaussians per wave function. This is
discussed briefly with Gaussian fit results presented in Table 1 and the basis wave-functions
profiles displayed in Fig. 1. We show that although the results change slightly quantitatively,
they do not change qualitatively the previous results (cf. the ground-state energy Eg in
Fig. 2 and microscopic parameters ¢, U and K = K .(;), where z(1) is the nearest neighbor
of site 7).

We also discuss a fine outcome of our approach - the possibility of comparing both Mott
and Mott-Hubbard criteria. The first being ni/ %a B ~ 0.2, where for critical concentration
n. we have n, = RE?’, and effective Bohr radius ag = 0451, where R¢ is the critical value of
lattice parameter R, and ac is the critical value of the inverse wave-function size. This lead
the Mott criterion to be né/gaB = Ralaal ~ 0.22, close to the expected value. Similarly,
we obtain the Mott-Hubbard ratio U/W =~ 1.18, close to the critical value of unity.

Finally, we assessed the zero-point motion energy Ezpps of the interacting ions in the
simple cubic lattice. The zero-point motion represents the primary effect of non-classical
character of the H™ ions (protons). As a starting point, we assume a small ion displacement
0R, so that only the nearest neighbor contribution to the total energy will change signifi-
cantly. Then, we derive the formula for the total energy for such displacement, including es-
timation of the kinetic energy of an ion through the uncertainty principle SP26R? > 3h2/4.
This allowed us to find all modes, the one with smallest energy being diagonal. We display
the value of Ezpys, as well as its ratio to the ground-state energy in Fig. b.

The paper was published in Acta Physica Polonica A (Acta Phys. Polon. A 126, 4A
(2014)), pp. A58-A62.
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We refer to our recent calculations FEur. Phys. J. B 86, 252 (2013) of metallization pressure of the three-
dimensional simple-cubic crystal of atomic hydrogen and study the effect on the crucial results concocting from
approximating the 1s Slater-type orbital function with a series of p Gaussians. As a result, we find the critical
metallization pressure pc = 102 GPa. The latter part is a discussion of the influence of zero-point motion on
the stabilizing pressure. We show that in our model the estimate magnitude of zero-point motion carries a little
effect on the critical metallization pressure at zero temperature.
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1. Motivation

This year we are celebrating the 50th anniversary of
the Hubbard model, a second-quantization language to
describe strongly correlated systems provided indepen-
dently by Hubbard [1], Gutzwiller [2, 3] and Kanamori
[4]. This description shed some light on many-body
quantum systems, in particular on the localization—
delocalization transitions of fermions states in the solid-
state [5-8], and optical-lattice [9] systems. This transi-
tion is called the Mott or Mott—Hubbard transition.

In the series of papers [10-12], we have conducted
model calculations combining both the Mott [5] and
the Hubbard [13] aspects of the phase transition, within
the extended Hubbard model, with a simultaneous renor-
malization of the single-particle Wannier basis, connect-
ing first- and second-quantization approach. In [12]
we obtained, using proposed model, the critical met-
allization pressure pc = 97.7 GPa required to stabi-
lize the atomic-hydrogen-like crystal, while having both
the Mott (né/?’aB ~ 0.2) and the Hubbard (U =~ W) cri-
teria satisfied at the same time. Thus, those two criteria
represent two sides of the same coin.

Ever since Ashcroft proposed an explanation for
greater-than-expected magnetic field of Jovian planets
[14] by applying the BCS theory to the metallic hydro-
gen, the pursuit of the metallization of this element be-
gan. Predicted by Wigner and Huntington in 1935 [15]
the conducting phase of hydrogen is claimed to have var-
ious properties, including hypothesis of being supercon-
ducting up to the room temperature [14].

In this paper we briefly describe the model in Sect. 2.
Then in Sect. 3 we review the validity of approxima-
tions made in [12] and show that they were in fact suffi-
cient (explicitly redoing all calculations and showing no

*e-mail: kadzielawa@th.if.uj.edu.pl

qualitative changes). We also show that both Mott and
Hubbard criteria of localization-delocalization transition
are satisfied. In Sect. 4 we estimate the magnitude of
zero-point motion energy, omitted in our calculations to
test the strength of our results, keeping in mind the pos-
sibility of quantum melting of hydrogen.

2. Model

We start with the extended Hubbard Hamiltonian de-
scribing a single-band hydrogen system [10-12]:

H=¢, an + Z tijag(,ajg + UZ”iTnii
i i£j,0 ) i
+2Kijninj +Z?7 (1)
i<j i<j
where t;; is the hopping integral, U — the intraatomic
interaction magnitude, ¢, — the atomic energy per site,
and 2/R;; = 2|R; — R;|”' — ion—ion interaction corre-
sponding to the classical Coulomb repulsion (in atomic
units).
We have the total number of electrons N, = ). n;, and
define the deviation from one-electron-per-atom configu-
ration dn; = n; — 1. We rearrange [16]:

Z Kijnmj = Z Kijéniénj + Ne% Z Kij

i<j 1i<j 1<
+(Ne = N) ; Kij. 2
1<j

For half band-filling n = N,/N = 1 the latter part dis-
appears, and we can write ZKJ K;j =~ ZK]. K;jnin;,
thus introducing the effective atomic energy per site
egﬁ' =€, + % Z K;; + R%) Let us rewrite the Hamil-

1<
tonian 1 in a following manner:
H =l an + Z tijajo,ajo + UZnian
i i#j,0 i
1
i#£j
Since we are interested in calculating explicitly the aver-

(A-58)
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age value (H), we note that close to the metal-insulator
boundary (dn;0n;) ~ 0, hence we disregard this term in
the calculation of energy.

2.1. Wave-function optimization

To calculate the microscopic parameters eq, t;j,
K;;, U of the Hamiltonian (3) we choose the basis
of the orthogonalized-to-the-nearest-neighbors Wannier
w; functions constructed from 1s Slater-type orbitals

w; (r) = B, (r)—vz ; (r), (4)

where 8 and v (see [10] Egs. (24) and (25)) are mixing
parameters specified for the topology of the crystal, and
depending explicitly on the overlap integrals of the single-
-particle functions. z is the number of nearest neighbors.

Obtaining the microscopic parameters from the first
principles requires several integrations, since

€a = (w; [Hi|wi), ti; = (w; [Hi|wy),

U= <wiwi

2|ry — 7’2\71. wiwi> )

A-59

Ki' = <’LU»L"U_)]' 2‘7‘1 — ’I°2|71’ ’I_UZ"I_UJ'>7 (5)

where H; is the Hamiltonian for a single particle in
the system, and 2|r; — 'r2|_1 interparticle interaction in
atomic units. Calculating (5) with basis as given in (4)
requires solving very complicated series of integrals and
can be simplified by approximating STO with a series of
Gaussian functions

3
[
Y (r) = - e alr Rl o

3
2r2\ ' .
aty Ba< wa) em il (6)

a=1

where B, and I, are parameters found by minimizing en-
ergy of the single atom (H, “=" — /2 —2|r — Ry| ™). pis
a number of Gaussian functions used for the approxima-
tion. « is the inverse function size and will remain a vari-
ational parameter, allowing us to renormalize the ground
state function to find the minimal energy for given lattice
parameter R. For the sake of completeness we explicitly
illustrate the quality of the approximation (Fig. 1) and
the coefficient for different STO-pG basis (Table I).

TABLE 1

B, and I, coefficient obtained by minimizing the single-particle energy with wave functions given by (6).
STO-3G STO-5G STO-7G STO-9G

Ba I? Ba I? Ba T2 Ba I? a
0.7079069 | 0.4037496 | 0.4862397 | 0.3428813 | 0.3347926 | 0.3073439 | 0.2333815 0.2832535 | 1
0.3460096 | 0.897739 | 0.4687430 | 0.6489746 | 0.4947580 | 0.5341995 | 0.4735227 0.4656983 | 2
0.0691531 | 1.9705714 | 0.1446282 | 1.2283203 | 0.2218991 | 0.9285009 | 0.2825582 0.7656564 | 3
0.0307340 | 2.3248533 | 0.0674427 | 1.6138428 | 0.1065788 1.2588187 | 4
0.0093803 | 4.4002717 | 0.0188009 | 2.8050467 | 0.0341750 2.0696289 | 5
0.0038829 | 4.8754978 | 0.0099417 3.4026852 | 6
0.0018480 | 8.4741829 | 0.0032307 5.5943683 | 7
0.0006094 9.1977233 | 8
0.0004466 | 15.1220138 | 9

2.2. Ground-state energy

As stated earlier we would like to determine the inverse
wave function size o minimizing the ground-state energy.
To obtain the values for given a and the fixed lattice
parameter R we use statistically-consistent Gutzwiller
approximation (SGA) [17]. We extend the Gutzwiller
approximation Hamiltonian

Haa = EZH Z Nio + Z tijqaazoajg + NUdQ, (7)
0 1jo
where the double occupancy number d? = (n;1n;) and
2
G0 =2 (d\/l SO —m+ A —2d m)> /(1 —m?)
for n = 1, by introducing the Lagrange-multiplier
constraints
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CA:—)\mZ(mi—m)—)\nZ(ni—n), (8)

where m; = ni —ny, m = (my), n; = nip + n,y, and
n = (ng).

Finally, we use the operator X = Hga + Cx as our
effective Hamiltonian. Mean fields d?> and m, as well as
the Lagrange multipliers A,, and A,, and the chemical
potential p are all determined variationally.

Once the ground-state energy is found as a minimal
value for some a,;n, we get the set of values — the micro-
scopic parameters (5) in the ground state. Below we dis-
cuss the properties of our results in comparison to those
obtained earlier [12].
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Fig. 1. Approximations of Slater 1s function centered
on-site with different Gaussian resolution p (see (6) and
Table I) for a = 1.2 with respect to distance r from
the ion. Inset: details for small distances. Note that
the biggest contribution to the error is given by the part
close to the node, hence small total error after integrat-
ing over whole space. As expected the 9 Gaussian basis
(STO-9G) is far the best approximation.

3. Gaussian basis resolution

In our previous approach [12] we favored the Gaussian
basis consisting of 3 functions. We argued that the qual-
ity of such an approximation is sufficient, and that the nu-
merical effort to obtain results in higher Gaussian reso-
lutions (p > 3) is unnecessary. The computational com-
plexity scales

2
€a,t X D7,

U, Kij < p, (9)
where p is the resolution. Hence the time of calculating

the full set of data points is increased by a factor of 200
when replacing STO-3G to STO-9G basis.

3.1. STO-3G versus STO9G

For our ab initio calculations we have selected STO-9G
basis. It is much better (cf. Fig. 1) than STO-3G, while
time of the calculation is still acceptable.

The dependence of the ground-state energy Fg with
respect to the lattice parameter R (Fig. 2) is the main
outcome. Similarly to the previous case [12], there are
two local minima — one associated with the metallic
phase (d? # 0), and one with the Mott insulating phase
(d®> =0). The transition occurs at R = Rg = 4.12aq
(compared to R4 = 4.lag), but its nature is not
changed, as it still is a weakly discontinuous transition
(observe the obvious discontinuity of double occupancy
number, cf. inset in Fig. 2).

In Fig. 3 we plot the values of the nearest-neighbor
hopping (—t), on-site repulsion U, and the nearest-
-neighbor intersite repulsion K. Even though there are
no qualitative changes in the values in comparison with
[12] we present this for the sake of completeness.
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Fig. 2. Ground-state energy versus lattice parameter
R for different STO-pG basis. Note more realistic be-
havior in the metallic (R < Rc = 4.12a9) regime with
non-trivial R dependence. Inset: double occupancy
mean field versus lattice parameter R for different STO-
pG basis. Note no qualitative changes of behavior.

3.5 4 4.5 5 55 6 6.5 7 7.5 8
R (ap)

Fig. 3. The microscopic parameters ¢, U and K versus
lattice parameter R. Inset: U/W ratio with bandwidth
W = 2z|t| and on-site repulsion U.

In Ref. [12] we have shown that our transition satis-
fies both the Mott and the Hubbard criteria for metal—
insulator transition. Below we refer to them while dis-
cussing the new results.

3.2. The Mott and the Hubbard criteria

The original Mott criterion [5,6] ng?’aB ~ 0.2 can be

rewritten by substituting o' for the effective Bohr ra-
dius ap and defining the particle density as n¢ = Ra3.
We get né/gaB = Rg'a™! = 0.22, a slightly better out-
come than in [12] (as it is predicted with a better accu-
racy).

As shown in inset to Fig. 3, the ratio (U/W) for crit-
ical lattice parameter Rc = 4.12a¢ is equal to 1.18 in
consistence with [13].



Metallization of Atomic Solid Hydrogen within the Extended Hubbard Model. . .

3.3. Metallization pressure

Our model represents a 3-dimensional simple-cubic
crystal of the atomic hydrogen (one electron per ion, 1s
orbitals) undergoing the Mott—Hubbard transition. It is
clear that the minimal value of energy (cf. Fig. 2) of
such a crystal is reached for lattice parameter R — oo.
Thus one require external pressure p for its stabiliza-
tion, that can be obtained classically as the force per cell
F = |-VREg| over the elementary cell area A/N = R2.
In Fig. 4 we plot such pressure versus lattice parame-
ter R and provide a comparison between the previously
obtained (STO-3G [12]) results and the new ones.

120 T T T T
Metal Insulator g¥8§g A
P = 102 GPa

Pcm = 64 GPa

5 55 6 65 7 75 8
R (ap)

Fig. 4. Stabilizing pressure for a simple-cubic atomic
solid hydrogen crystal versus lattice parameter R for
different STO-nG basis. Note only a slight change
in obtained critical pressure pc = 102 GPa for sig-
nificantly larger STO-9G basis. The qualitatively dif-
ferent behavior of stabilizing pressure in the metallic
(R < Rc = 4.12a0) regime is caused by non-trivial be-
havior of energy in this regime (see Fig. 2 for details).

We have calculated the metallizing pressure pc = 102
GPa assuming that our model is static — this assump-
tion is not quite correct within the quantum-mechanical
world, where there is always a non-zero energy of zero-
point oscillations. In the next section we deal with this
problem by estimating the contribution of zero-point mo-
tion to the total energy.

4. Zero-point motion energy

We introduce (following approach similar to [18])
the uncertainties of the momentum § P and position d R.
The energy of a distortion per ion is

_ oP?
© 2Mpy+
1 e? e?
*3 _E{Z : (R+6Ri * R—(SRi) :
i T,Y,2
By applying the uncertainty relation §P? - 6R? > 3h2/4
and minimizing 10 with respect to R;’s we get a set of
local extrema, from which the global minimum is

AE

(10)
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@ (4/6eMR + VMVER)

(11)

3R2
‘5R0| = e )
2V6£VMVR+1
where R is the lattice parameter. The first term of (11)
is related to the Coulomb repulsion of ions and the sec-

ond Ezpy = AEy — 3¢2R™! is the zero-point oscillation
energy.

(12)

0.8 %

STO-9G

0.7%

0.6 % |

05% r

04 % r

|EzpmV/IEG]

03% r

02% r

01% r

0%

35 4 45 5 55 6 65 7 75 8
R (ao)

Fig. 5. The relative magnitude of estimated zero-point
motion energy with respect to ground-state energy at
given lattice parameter R. Note that result below 0.5 at
the metal-insulator transition shows that the correction
from ZPM to the critical pressure can be disregarded.
Inset: explicit value of estimated zero-point motion en-

ergy.

In Fig. 5 we show the ratio of |Ezpm| to the ground-
state energy |Eg|. Since it is slowly-changing and is
about two orders of magnitude smaller than the ground-
state energy, our approach of omitting it in the calcula-
tion of metallization pressure holds.

5. Conclusions

In this paper we established that the choice of
the STO-3G basis in [12] was not influencing results qual-
itatively, and that the computational simplicity and to-
tal CPU time conservation are allowing us to examine
also a full picture with an external magnetic field, pre-
serving main properties of the system. Better accuracy
(Sect. 2.1) increases the quality of the results (cf. Fig. 2),
but does not change our understanding of the metal—
insulator transition in this model.

The analysis of zero-point motion carried out in Sect. 4
reinforces our previous results and suggests that the en-
ergy of oscillations does not increase the stabilization
pressure significantly.
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3.3 Paper A-3 — H, and (H>); molecules with an ab initio op-
timization of wavefunctions in correlated state: electron—
proton couplings and intermolecular microscopic param-
eters

In this paper we utilize the [Exact Diagonalization — Ab Initio Approach (EDABI)| to
describe the Hg molecule with more precise approach (in comparison to that inpaper A-2)) to
assess the zero-point motion amplitude and corresponding energy, taking the contributions
up to the ninth order. We also provide a full microscopic picture of van der Waals-like
attraction between two Hy molecules, that eventually led to the one-dimensional molecular
chain discussed in the papers and We also present the methodology of including
higher (than 1s) orbitals into the model, thus opening the door for description of different
atoms that is planned for the near future.

We start from the full two-site Hamiltonian , with explicit expressions for all six
microscopic parameters: the single-particle energy ¢, the hopping term ¢, the on-site Hub-
bard interaction U and the intersite Coulomb repulsion K, the exchange integral J and
the so-called correlated hopping V. As we have real-valued single-particle basis wave func-
tions, the so-called pair hopping-term amplitude is equal to the exchange integral. We
calculate explicitly the form of these parameters as a function of inverse wave-function
size o and the intersite distance R, for the single-particle-basis wave functions, composed
of 1s Slater-type orbitals (all formulas can be found in Appendix A). Then, for given R,
we minimize the system ground-state energy Fg = E_ + 2/R with respect to the inverse
wave-function size «, where E_ is the exact eigenvalue for the Hamiltonian and 2/R is
classical Coulomb repulsion of the ions. Within this simple model, we find the minimum
of Eg for Rg = 1.43042a¢p and Eg = —2.29587Ry, ~ 2% from the almost exact result
Ri_w = 1.3984ag, Ex_w = —2.349Ry of Kotos and Wolniewicz [I07]. The results are
presented in Figs. 1-5. The next step is to estimate the zero-point motion amplitude and
energy. For this purpose we consider the oscillations of interionic distance R = Rp + JR,
and: (i) we expand the system energy around minimum, in terms of JR up to the ninth
order; (i) calculate the additional term dH of Hamiltonian, that covers the change of en-
ergy caused by the change §= of the microscopic parameters, here labeled generically via
=; these are calculated explicitly (the corresponding formulas can be found in Appendix
B) and presented in Figs. 7-8; (iii) obtain explicitly the averages of the operator part of
Hamiltonian in the ground-state (cf. Fig. 6); (i) estimate the kinetic energy of the ions
and the change of the interionic Coulomb repulsion. We combine steps (i)—(iv) and mini-
mize the expression for the total energy of the system with respect to the d R. The result
is the zero-point motion amplitude 0 Ry = 0.189ag and the energy Fzpyr = 0.0241Ry.

We supplement the results with the solution of the (Hj)2 system with all two-site param-
eters of interaction (three— and four-site terms are of negligible magnitude) and present the
results in Figs. 10-14. We observe the van der Waals-like behavior of the energy difference
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per molecule AEy,(a) = Eg,),/2 — Ep, with a shallow minimum for the intermolecu-
lar distance a = 4.5ag. In Appendix D, we sketch how to incorporate higher orbitals to
the model on the example of one-body microscopic parameters for 1s and 2s Slater-type
orbitals.

The paper was published in New Journal of Physics (New J. Phys 16, 123022 (2014)),
pp. 1-26. It has also been selected by the Institute of Physics Publishing as one of the
papers of the year 2014 (the so-called IOPSelect).
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Abstract

The hydrogen molecules H, and (H2)2 are analyzed with electronic correlations
taken into account between the 1s electrons in an exact manner. The optimal
single-particle Slater orbitals are evaluated in the correlated state of H, by
combining their variational determination with the diagonalization of the full
Hamiltonian in the second-quantization language. All electron—ion coupling
constants are determined explicitly and their relative importance is discussed.
Sizable zero-point motion amplitude and the corresponding energy are then
evaluated by taking into account the anharmonic contributions up to the ninth
order in the relative displacement of the ions from their static equilibrium value.
The applicability of the model to solid molecular hydrogen is briefly analyzed by
calculating intermolecular microscopic parameters for the 2 X H, rectangular
configuration, as well its ground state energy.

Content from this work may be used under the terms of the Creative Commons Attribution 3.0 licence.
5 Any further distribution of this work must maintain attribution to the author(s) and the title of the work, journal

citation and DOI.

New Journal of Physics 16 (2014) 123022
1367-2630/14/123022+26$33.00 © 2014 IOP Publishing Ltd and Deutsche Physikalische Gesellschaft

41



New J. Phys. 16 (2014) 123022 A P Kadzielawa et al

Keywords: hydrogen molecules, electron-proton coupling for hydrogen
molecule, electronic correlations for hydrogen molecule, intermolecular hopping
and interaction parameters

1. Motivation

The few-site models of correlated fermions play an important role in singling out, in an exact
manner, the role of various local intra- and inter-site interactions against hopping (i.e.,
containing both covalent and the ionic factors) and thus, in establishing the optimal correlated
state of fermions [1-8] on a local (nanoscopic) scale. The model has also been used to obtain a
realistic analytic estimate of the hydrogen-molecule energies of the ground and the excited
states in the correlated state [9]. For this purpose, we have developed the so-called EDABI
method, which combines Exact Diagonalization in the Fock space with a concomitant Ab Initio
determination of the single-particle basis in the Hilbert space. So far, the method has been
implemented by taking only ls Slater orbitals, one per site [10]. The method contains no
parameters; the only approximation made is taking a truncated single-particle basis (i.e., one
Slater orbital per site) when constructing the field operator, that in turn is used to derive the
starting Hamiltonian in the second-quantization representation. This Hamiltonian represents an
extended Hubbard Hamiltonian, with all two-site interactions taken into account and the
solution comprises not only the exact eigenvalues of the few-site Hamiltonian, but also at the
same time an evaluation of the adjustable single-particle wave functions in the correlated state.
Also, the calculated thermodynamic properties rigorously exemplify [12, 11] the low- and high-
energy scales, corresponding to spin and local charge fluctuations, respectively. The former
represents the precursory magnetic-ordering effect whereas the latter represents local effects
accompanying the Mott—Hubbard transition. In general, our approach follows the tradition of
accounting for interelectronic correlations via the second-quantization procedure, with the
adjustment of single-particle wave functions, contained in microscopic parameters of the
starting model, in the correlated state.

The first aim of this paper is to extend a previously established fully microscopic approach
[9, 10] and calculate all six possible electron—ion coupling constants for H, as a function of the
bond length. As a byproduct, we obtain an accurate estimate of the zero-point-motion amplitude
and its energy to a high (ninth) order in the relative displacement of the ions. This evaluation
shows explicitly the dominant contributions to the vibronic spectra of the molecule. In effect,
the work formulates a complete two-site model of correlated states with all the coupling
parameters calculated from an ab initio procedure. It also forms a starting point to full scale
dynamic calculations involving a richer basis in the Hilbert space, at least in the adiabatic limit.
So, although the importance of the present results to the discussion of the exact evaluation of
the ground-state energy of the H, molecule is limited, the approach may be extended to treat
molecular solid hydrogen with the inclusion of interelectronic correlations. Explicitly, as a
starting point we calculate the intermolecular hopping integrals and the principal electron—
electron interaction microscopic parameters as a function of intermolecular distance.

A methodological remark is in place here. As we determine the local ion—electron and
electron—electron coupling parameters, they can be regarded as a starting estimate of those for
the bulk solid molecular hydrogen, as we have recently studied a critical pressure of
metallization of the atomic solid (Mott insulating) state [13]. The obtained pressure of atomic-
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hydrogen metallization is about 100 GPa, a value which squares well with that observed for the
case of fluid molecular hydrogen (140 GPa)[14], although the recent simulations provide quite
different values for fluid hydrogen analyzed at high temperature [15]. Obviously, our previous
work is not related directly to the molecular-hydrogen metallization in the solid state [16—19].
So far, we have discussed rigid-lattice properties. We believe that the present results form the
first step in incorporating the vibrational spectrum and correlations to extended systems.

The structure of the paper is as follows. Even though the main purpose of the paper is to
calculate the local electron—proton and electron—electron coupling constants, for the sake of the
completeness, in sections 2 and 3 we reproduce some of the results of [9] and correct some
minor errors (see also appendix A). In section 4 we define the method of calculation of both the
electron—ion (proton) coupling constants (see also appendix B), as well as estimate the zero-
point motion to the ninth order versus the interionic distance. In section 5 we extend the single-
molecule treatment and provide the intermolecular hopping amplitudes and the electron—
electron microscopic parameters which may serve for analysis of the solid molecular hydrogen.
Section 6 contains physical discussion and a brief outlook, where we also refer to the finite-size
quantum Monte Carlo results. In the series of appendices we provide some analytical details, as
they may form an analytical basis for the electron—lattice coupling supplementing the classic
Slater results for the electronic part of H, molecule [20].

2. Model and summary of purely electronic properties

2.1. Wannier basis

To describe the behavior of an electron in the system of two ions we start from 1s Slater—type

orbitals
a3
¥(r) = | — e oIrRil, (D
b3

where « is the inverse size of the orbital. To ensure orthogonality we use Wannier functions,
which in this case reduce the superposition of the atomic states, i.e.,

wir) = B ¥ () — r¥m) | )

with the mixing parameters

ﬂzL 1++1-—5?
V2V 1-82 3)

S

7/:—
1++V1-82

where S = S(a, R) = (H{I¥) is the atomic functions’ overlap.
Equations (3) ensure both the orthogonality and proper behavior in the atomic limit i.e.,
limg_, f = 1, where R is the average interatomic distance. limg_, oy = 0.
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2.2. Second-quantization picture

The two-site Hamiltonian with one orbital per site has the general form
~ ~ At A At A
H= e(n1 + nz) + tZ(al(,aza + azcala)
o
+ U(ﬁlTﬁu + ﬁzTﬁzl) - 2JS8:S;
JY. 4 At AT A A
+ (K - E)I’llnz + ‘](alTTalTlaZLaZT + h C_)
+ VY[ (g + iigg)(@raag + adsans) |, @)

where d;, and @, are the fermionic operators of annihilation and creation of the electron with
spin ¢ on the 1s orbital of hydrogen atom i € {1, 2}.

The microscopic parameters € = Tj, t = Ti, U = Vi1, J = V122, K = Vp1p and V = Vji1p
correspond to one—and two-particle interactions [9]

Ty = (wilTlw;), (5a)

Vi = <Win VI WkW1>, (5b)

where in atomic units 7= —\/? — 2/Ir — Rl, and ¥V = 2/Ir — r’l. In appendix A we provide
explicitly the form of microscopic parameters as a function of both intersite static distance R
and the inverse wave-function size a. In what follows we first diagonalize (4), and subsequently
optimize the wave functions contained in the microscopic parameters of (4). This program will
be carried out systematically in what follows.

2.3. Exact solution

The system described by the Hamiltonian (4) has an exact solution previously studied in detail
in [9]. For the two-electron system (n; + n, = 2), i.e. with one particle per site, the starting
basis is

1) = aAFT&zTT 10), (6a)

12) = a;\a3, |0), (6b)
| TN At oA

13) = —=(arja, + ajyas; ) 10), (6¢)

14) = —(leszTi - leLCAlzTT) 0,

1 /.4 . At A
15) = —(alTTalTL + azTTale) |0),
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1 /.4 . At A
6) = = (ahal, - a%a) ) )

representing the spin-singlet states, with the corresponding Hamiltonian matrix involving the
matrix elements (i |H|j) = (H,j)

de+K+J 201+V) 0
(Hy)=| 2¢+v) 2240+ 0 | (7)
0 0  2e4U-J

The state (6f) is an eigenvector of (7) with eigenvalue Fgq=2¢ + U — J. The
diagonalization supplies us with the two other eigenvectors [1]

l+)=12D(D ¥ U + K)|">

[F(D F U £ K)|4) + 4]t + V||5)], (8)
with eigenvalues
Ei=2€+U+K+Ji%D, ©)

where D = \/ (U = K)*> 4+ 16(¢t + V)?. The state |-) from (8) is the lowest-energy spin-
singlet eigenstate. It is this state for which we determine explicitly the single-particle wave
function and subsequently determine the microscopic parameters €, ¢, U, J, K, and V explicitly,
all as a function of interionic distance R.

2.4. Optimization of the atomic basis

The ground-state energy is the energy E_ of (9), supplemented with the ion—ion repulsion, i.e.
by

2
Ec=E_+ =, 10
G R (10)

where (2/R) is also represented in atomic units. As all the microscopic parameters are only a
function of the distance R and the inverse wave-function size a, we have Eg = Eg(a, R). For
each distance R, we minimize Es with respect to a, thus closing the solution. Finally, we select
R = Ry as the equilibrium solution, for which the zero-point motion still has to be taken into
account.

3. The stationary state for the H, molecule

In figure 1 we plot the energy of H, (dimer) versus the distance R. It is crucial that we obtain a
local (and global) minimum at R = Rz = 0.757 A. This simple result obtained in [9] differs
with respect to the virtually exact solution by Kotos and Wolniewicz [21, 22], Rx_w = 0.74 A
by 2.5% only.

In figure 2 we plot the sequence of the spin-singlets and the spin-triplet states.
Parenthetically, the start from second-quantization language allows for evaluation of the
ground-state and the lowest excited states, on an equal footing. This feature provides the
difference with purely variational calculations in the first-quantization language. Namely,
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free-atom limit

Eg (Ry)

H, dimer - static

05 1 15 2 25 3 35 4
R (ap)
Figure 1. Ground-state energy—as defined by (10)—versus interionic static distance R.

Note that the minimum value is Eg = —2.295 87 Ry (marked by the vertical line here
and below) at Rz = 1.430 42 a,,.

" E. ——
E;=E,=E; —@—
EG—A—

E, —¢—
\ singlet x2

triplet x3

E; (Ry)

free-atom limit

0 1 2 3 4 5 6 7 8

Figure 2. Solutions for the states: the spin-triplets (E; = E, = E3) and the spin-singlets
(E., Eg) versus the interionic distance R. The spin-singlet state |—) is the equilibrium
state.

within this basis the spin-singlet state is stable at arbitrary interionic distance R. In figures 3-5
the inverse wave function size a, as well as all the microscopic parameters, are displayed as a
function of the bond length R. One can see that with increasing R, the values tend to the proper
free-atom limits. Those quantities form an input for the subsequent evaluation of electron—
proton coupling constants discussed next.

4. Adiabatic approximation for the electron-ion coupling

Our principal aim here is to extend our previous model [9, 10] by allowing the ions to oscillate
around the equilibrium positions. Thus the interionic distance R is taken now in the form

R=Rp + OR, (11)

where OR is responsible for the zero-point motion. The electronic part of the ground-state
energy is expanded next on JR in terms of a Taylor series, which to the ninth order reads
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free-atom limit
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Figure 3. The optimal inverse wave-function size a versus the proton—proton average
distance R. Note that az = 1.193 784, "

energy (Ry)

R (ap)

Figure 4. Microscopic parameters ¢, t, U, and K versus average interionic distance R.
Note the convergence of the intersite Coulomb repulsion K to the classical value 2/R
(dashed line) at R — oo. The on-site repulsion U also reaches its atomic limit
U, = 1.25 Ry, whereas the hopping parameter t — 0.

0.04 T T

J r—
0.03,\ V =@ |
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0.01 b
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energy (Ry)

-0.01 - . Iy

-0.02 - ]
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Figure 5. Microscopic parameters J and V versus R. Note that the exchange integral is
always ferromagnetic, and the so-called correlated hopping parameter is V < 0.
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9
1 . .
(Hysw = Eg + 3, —E 'SR + O(5R"), (12)
il

0Eg

where E z(ai) = - and EP = 0, whereas all the remaining terms but for the energy Ej

describe the oscillations (see table 2 for numerical values). We have modified the Hamiltonian
(4) accordingly by taking into account 6R, i.e.,

H—-> H+ oH, (13)
where 0H is the additional term. Also, H simplifies to the form
H= Y50 (14)

where = = {e, t, U, J, K, V} and O; are the corresponding operator parts of Hamiltonian: the
two- and four-operator terms of (4) standing next to the respective microscopic parameter (for
example O. = f, + #,). With the Hamiltonian in this form we now have the energy change due
to the change of the microscopic parameters

5H = )'65;0; = Y &dR O, (15)

where & = Z; Since 6R « (b;' + b;), where b;', b; are bosonic creation and annihilation
operators of the system deformation and the set {&} defines a new set of microscopic
parameters—the electron—ion coupling constants. They can be derived by differentiation in a
way similar to that of [23, 24] (see appendix B for details).

The shift of the ions changes the system properties in the following manner

(6H) = 6(01) 3R, (16)

where the average (0,)y = (—‘ 0i|—) is taken with respect to the ground state. In effect, we
obtain

< >0 =2, (17a)
<é,>0 = w, (17b)
(0u), = 2D1(6D(t++(;/ )—2 K)’ (17¢)
<é,>o =1, (17d)
(0x), = 55— (17¢)
(0v), = H=HL (17)

The R dependence of the parameters (Oi) given by (17) is displayed in figure 6. As they
are of the order of unity, the principal factor determining the relative strength of the coupling
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Figure 6. Averages (17) calculated in the ground-state versus distance R. They are of
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Figure 9. The system of two H, molecules at the relative distance a. The hopping
integrals #; are marked next to the respective dashed lines. Note that the
orthogonalization procedure for four sites produces a different basis than that obtained
in (3).

constants is provided by the parameters {¢;} displayed in figures 7 and 8. At the equilibrium
bond distance marked by the vertical line, the largest values are (on the absolute scale) those
coming from modulation of the hopping parameter (£;) and the change of intersite Coulomb
interaction (£g). The first of the two has been included in the Su, Schrieffer and Heeger model
[25]. The second may play an important role in the high-T superconductivity [24]. Also, we
see that the so-called Holstein coupling [26] is not important if calculated near the hydrogen-
molecule equilibrium state.
We determine the value of 6R by minimizing the total energy of the system:

Etoal = (H) + (SH) + (Hion ). (18)
where
S5P? 2
Hion) = + . 19
(Hion) 2M R+ SR (19)

where the ionic momentum &P 1is evaluated via the Heisenberg principle and

a.u.

M = 1836.152 67 is the mass of the proton.

5. Evaluation of the microscopic parameters for the two-molecule system

We extend our approach by considering a system of two H, dimers at a relative distance a from
each other (see figure 9). We calculate the respective hopping integrals, where #,, should
approach ¢ defined in (A.1b) for large a, and the new single-particle energy e should again
converge to previously obtained value (A.la). We determine all the two-particle interaction
integrals, thus going beyond the Hubbard model solved in [5]. Additionally, in table 1 we list
the numerical values of the most relevant microscopic parameters.

The results are presented in figures 10—13. Note that all the results converge to the free-
molecule (¢ — oo) values. The calculated hopping values of #;53 and #;4 may serve as input
parameters for H, molecular crystal.

Explicitly, in figure 10 we display the intermolecular dependence of single-particle
parameters. For the distances a > 2 ag the hoppings #,3 and #;4 can be regarded as small on the
scale t;, = t. Hence, the system in a solid will preserve its molecular character, with no
magnetism involved even though we have nominally one electron per atom. In other words, the
lowest band will be full and no simple-minded Hubbard subband (HOMO-LUMO) picture in
the ground state appears. In figure 11 we compare the relative values of intramolecular (U,

10
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Table 1. Numerical values of single-particle energy (¢), the hopping integrals (f45), the on-site Coulomb repulsion U and the

intramolecular Coulomb interaction K, for the two-molecule system; values refer to the points marked in the figure 13.

R (ao) a (aop) € (Ry) 2 (Ry) i3 (Ry) 14 (Ry) U (Ry) K1z (Ry) Ki3 (Ry) Ki4 (Ry)
0.715 1.43 -3.4265 —-1.5534 -0.9320 0.2799 1.9210 1.2082 1.0480 0.8405
0.715 2.86 —2.9068 —1.3948 —-0.2349 0.0993 1.7875 1.1386 0.6790 0.5976
0.715 429 -2.5229 -1.3671 —-0.0499 0.0339 1.7557 1.1233 0.4674 0.4369
1.43 1.43 -3.4500 -0.8030 -0.8030 0.1023 1.8143 1.0127 1.0127 0.7514
1.43 2.86 -3.0007 -0.7504 —-0.2232 0.0279 1.6903 0.9699 0.6732 0.5655
1.43 429 —2.6483 -0.7380 —-0.0535 0.0096 1.6585 0.9587 0.4666 0.4245
2.145 1.43 -3.2344 —0.4278 —-0.7651 0.0500 1.7359 0.8269 0.9858 0.6552
2.145 2.86 —-2.8805 -0.4211 —-0.2294 0.0013 1.6162 0.8047 0.6674 0.5223
2.145 4.29 —2.5668 -0.4185 -0.0610 -0.0019 1.5839 0.7977 0.4655 0.4056
2.86 1.43 -3.0007 -0.2232 -0.7504 0.0279 1.6903 0.6732 0.9699 0.5655
2.86 2.86 -2.7193 -0.2354 -0.2354 -0.0075 1.5712 0.6631 0.6631 0.4739
2.86 429 —2.4410 —-0.2385 -0.0670 -0.0066 1.5383 0.6593 0.4646 0.3816
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Figure 10. The one-particle microscopic parameters for two H, molecules system
versus intermolecular distance a. The red dashed line marks the effective (renormalized
by ion—ion repulsion) single-particle energy per site . = € + 1/NY,; 2/R;. Note the
convergence of t;p — ¢, and t;3, tj4 — 0 with a — co. The equality of #;, and #3 at
a = Rp = 1.430 42 a should be observed as well.

Table 2. The numerical values of coefficients in Taylor series of ground-state energy.
Up to the term EY all of the derivatives are calculated analytically from equation (10).
Orders seventh—ninth (marked by an asterisk) were calculated numerically due to
complicated analytical expression for ground-state energy.

Eg”(ﬁ) 0.0
aop
LEO)(&) 0.430 045
2178\ g2
Lpd (R —0.464021
e ()
LE<4)(&) 0.354 584
49178\ o
1pe(R)  -0253393
5178\ 43
il <6>(&) 0.174 863
6! B a()

0

* —0.119178
1 7 R
e ()
1w ( &)* 0.0817586
g1-B 48
LEég)(_y)* -0.056 3837
9! ag

K, = K) versus intermolecular (K;3, Kj4) Coulomb interactions. Again, intramolecular
interactions dominate for a > 2 ay. From figures 10 and 11 it follows then that in the insulating
(molecular-crystal) state, virtual hopping processes will contribute and renormalize the gap
between the full-band (valence) and the conduction-band (excited single electron) states in a
similar manner to the kinetic exchange. This gap will have the form of the Hubbard gap, as the
value of U, corresponding to the transition 2H, — H; + H; will have the value

12
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Figure 11. Coulomb-interaction microscopic parameters: the on-site part (U),
intramolecular (K;,), and intermolecular K;3 and K4 for two H,-molecule system
versus intermolecular distance a.
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Figure 12. Two-particle microscopic parameters: intramolecular spin-exchange J;, and
correlated hopping Vi,, as well as the intermolecular parameters J3, J14, V3 and V4 for
two H, molecules system versus intermolecular distance a. Note that all the
intermolecular parameters converge to zero quickly.

U - Ki» = 0.6Ry, by far the largest energy in the insulating state. For the sake of
completeness, we have plotted in figure 12 the remaining interaction parameters: the exchange
integrals, intra- (J1,) and inter-molecular (J;3 and Jy4), as well as the correlated hopping
amplitudes: Vy, and (V3 and Vi), respectively.

In figure 14 we show the difference between the energies of the (H2 )2 system and that of

the free molecules (per molecule):

E (m,),

AEH2 = - EB, (20)

where E Hs), is the energy of the (H2)2 system and Eg = —2.295 87 Ry is the energy of single

molecule. The equilibrium parameters are AEy, = —0.011 29 Ry and a = 4.5a. Those results
are in agreement with the earlier estimates [28]. The stability of hydrogen molecular clusters
were also studied in [29, 30]; our approach coherently incorporates electronic correlations (a

13
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R (ap)

Figure 13. The one-particle microscopic parameters (in Ry) for the two H, molecule
system versus intermolecular distance a and interionic distance R. Note the symmetry of
€ and ;4. As expected for relatively small distances, values of #;, and ¢,3 are negative
whereas t;4 is positive. When approaching point (0, 0) all parameters diverge to
negative (¢1, and f,3) or positive (¢ and #4) infinity. The explicit values of the marked
points are given in table 1

0.03 . ‘ ‘ ‘
' 1.1950
L 11925
0.02 ¢ & 1.1900 1
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Figure 14. Difference between the energies of the (Hz)2 system and that of the free

molecules (per molecule) versus intermolecular distance a. Note the van der Waals-like
behavior with the shallow minimum at a = 4.5 a. Inset: inverse atomic wave-function
size a versus a. For a — oo, it approaches the value ag = 1.193 78 a !, The behavior is
similar to the one in [27].

necessity in describing the non-polar systems) into the molecular picture, which plays an
important role in view of the existence of the minima of the AEy, (a) curve [28, 29].
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Table 3. The values (in atomic units) of the microscopic parameters of Hamiltonian (4)
and the electron—ion coupling constants from (15) at the hydrogen-molecule equilibrium
(R =Rp and a = ap).

microscopic coupling constants
paramters (Ry) (Rylag)

e -1.75079 3 0.006 161 65
t  -0.727647 3 0.598 662
U 165321 & —0.124 934

K 0956691 Ex —-0.234 075

J 0.021 9085 & —0.007463 03

V. -0.0117991 & —-0.000426 452

6. Discussion of results and outlook

The evaluation of the global parameters of the system can be summarized as follows:

1. The H, binding energy is Eg = —2.295 87Ry. This value can be compared to the Kotos-
Wolniewicz value [21]: Ex_w = —2.349 Ry, which is about 2.26% lower than the value
obtained here.

2. The increase of the binding energy here is due to the zero-point motion, which is

EZPM = 0.024 072Ry, (21)

and is of the order 1.0485% of the binding energy.

3. Whereas the bond length is here Rz = 1.430 42 a( (as compared to Rx_w = 1.3984 ay,
which is 2.29% lower), the zero-point motion amplitude is [6R| = 0.189 028 ay, a rather
large value. Note that the optimal size of the inverse orbit of the 1s component hydrogen
orbital is ag = 1.193 78 ao'l, so that the effective Bohr orbit is @ = a~' = 0.8377 ay. The
Bohr orbit decrease is due to the increased binding of electron in the molecule ~0.2932 Ry

with respect to that in the hydrogen atom. The size a is substantially smaller than that of 1s
orbit (1.06 A) in H atom [9].

4. The ion—electron coupling constants versus R are shown in figures 7 and 8, whereas their
values for R = Rp are listed in table 3. We also provide the second-order coupling
constants values at the hydrogen-molecule equilibrium in table 4. Our first-principle
calculations allow us to claim that the coupling constant appearing in the Holstein model
[26] (&,) is decisively smaller than those of the Su, Schrieffer and Heeger model [25] (&) as
well as of those coming from the intersite direct Coulomb interaction (£g). This should not
be surprising, as the dominant coupling parameters represent interatomic-vibration
contributions. A separate branch is represented by phonon excitations, but their analysis
requires a construction of a spatially extended system of the molecules.

The question is to what extent the calculated local characteristics will represent their local
counterparts in the molecular-solid phase. Certainly, the phonons and the molecule-rotational
degrees of freedom will represent low-energy excitations. But the zero-point motion energy of
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Table 4. The values (in atomic units) of the second-order electron—ion coupling con-
stants &2 = 625 /6R? at the hydrogen-molecule equilibrium (R = Ry and @ = ap).

coupling constants
(Ry/ag)

E2 0.327335
£? —0.560426
& 0.0504027
& 0.013028
£} —0.00671566
&2 -0.0105204

the whole molecule should have to be added. Will this provide a reliable description of the
molecular or atomic hydrogen even though our accuracy in determining the individual-molecule
energy is about 2% higher than the virtually exact value of Kotos and Wolniewicz [21]? One
has to check and this task is under consideration in our group. Such consideration must include
the inter-molecular hopping integrals #,5 and #,4. One should also note that the proper method of
treating the few-site H,-molecule system is the quantum-Monte-Carlo-method [31-33].
Nonetheless, our method evaluates both the system energetics and the wave-function
renormalization at the same time in the correlated state.

One can also extend the present model of the molecular binding by also including 2s and
2p adjustable hydrogen orbitals in the Hilbert space of the single-particle states via the
corresponding Gaussian representation. The first estimate of the 2s-orbital contribution to
selected microscopic parameters is briefly discussed in appendix D. Their numerical values are
provided in 6. One can see that the basis extension leads to the numerically relevant corrections.
This is an additional route to follow, but only after the first-principle calculations of the solid
phase along the lines discussed here is undertaken and tested.

Very recently [34], the dynamical mean field theory (DMFT) has been applied to the H,
molecule and its accuracy tested. Our approach in this respect is much simpler, but still provides
comparable accuracy. Also, we have calculated the vibronic coupling constants, which have
been determined accurately recently [35]. Those results compare well with our estimates. This
circumstance shows again that our method forms a proper starting point for treatment of solid
molecular hydrogen, as a correlated state, at least in the insulating phase.
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Appendix A. Exact solution without the zero-point motion

For the sake of completeness we express the microscopic parameters defined in (5) in terms of
single-particle parameters via (2)

e=p(1+ 7/2>€’ — 28, (A.1a)
t= 21+ )t = 28%e, (A.1D)
U= ﬁ“[(l + 74U+ 2K

~4y(1+ )V + 4;/2]’], (A.lc)
K =p 220 + (1 + 74K

~4y(1+ )V + 47/2J’], (A.1d)
J= ,84[27/2U’ + 272K’

—ap(1+ 2V 4 (14 yz)zJ'], (A.le)

V=ﬁ4[—y(1 + ) U =y (1 + 2K

+ (162 + v -2 (14 yz)J/], (A1f)

where £’ parameters are
Ty = (%IT|¥), (A2a)
Vi = (%% | Vio| %), (A.2D)

with 7= =\/? — 2/Ir — Rl, and ¥V = 2/Ir — r'|. The single-particle parameters read

¢ =a*-2a- 2 + 2(a + l)e‘z"fR, (A.3a)
R R

t = aze‘“R( 1 +aR — %aZRZ)

— dae R (1 + aR), (A.3b)
U = 2a (A3c)
4" '
K = 2 ae‘z”’R(l + éocR + l052R2 + ﬂ), (A.3d)
R aR 2 3 4
17
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V' = ae'“R(ZaR + 1 + i)

4 8aR
- l016'3‘)‘R(1 + S ),
4 2aR
J' = (Jze‘ZO‘R(é - §ac — goczR2 — ioz3R3
4 10 5 15

+ ;—;(SZCE + S?log (aR) — 2 SSEi(—2aR)

+ §2Ei(—4aR)),
where the overlaps are given by

S = e“”R(l + aR + %asz),

q aR 1 2p2

S=e 1 —aR + ga R~ |.
Cg is so-called Euler constant

Cg = lim ( Z% — log (n)) ~ 0.5772,

n— oo k=1
and Ei(x) is the exponential integral.

Ei(x) = — / ® e ldr,

Appendix B. Adiabatic-approximation details

(A.3e)

(A.3f)

(A4)

(A.5)

(A.6)

(A7)

For the sake of completeness, we also provide the explicit form of the coupling constants
& = d=;/dR. For editorial purposes we calculate first the single-particle coupling constants

from (A.3a). They are

o = 2R_ze_2“R[ezaR —-1- 2Ra(1 + aR)],

S5t = %e‘“Roﬁ R[12 + a (-5 + aR)],

oU’ = 0.

The corresponding derivatives of the two-particle parameters are

(B.1a)

(B.1b)

(B.1c)

SK' = %R‘Ze‘z"’R[6 — 6e**R + aR(2 + aR)(6 + aR(3 + 2aR))] (B.1d)
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SV = %R—Z(ﬂ Ra[s + 15 Ra + 6R2a2] - e‘R"’[S + 5Ra — 14R%a? + 16R3a3]) (B.1e)

5J = !
15R?

+ R2a2[72 + 33Ra + 30R%? + 4R3a3] + 4t Ra

e? R“(—4CE[9 + 18Ra + 21R%a2 + 18R%% + 9R%* + 2R5a5]

x [ =9 + 18Ra — 21R%? + 18R%® — 9R%a* + 2R5a5]Ei(—4Ra)
—2402R( =3 - Ra® + R4a4)Ei(—2Ra) — 36 log (Ra)
- 4Ra(18 + 21Ra + 18R%a> + 9R3a® + 2R4a4> log (Ra)) (B.1f)

with basis mixing-parameters f and y (see (3)) changes

S 1 1
5B = + 58, B.2
4 4(1 - 52)ﬁ J1 - §2 2(1 - 52) (B2
1
5y = 55, (B.3)
1—-S?+ V1 =82

where S is the overlap (A.4) and 6S reads
8S = —%e‘R"Raz(l + Ra). (B.4)
Our final results are
op
E.=2"¢+ B (1 + y?)oe’ — 2yt
e[+ P)ae -]

+ 2325y [re' — '], (B.5a)

&= Z%t + ﬂz[(l + %)t — 2;/56’]

+ 2325y [rt’ — €1, (B.5b)
&y = 4%U + ﬂ“[(l +7*)oU" + 277K’

— ay(1+ )5V + 4;/251’]

+ 4ﬂ45}/[7/3U’ + yK'

—(1+32)v + 2yJ’], (B.5¢)
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Ex = 4%1( + ﬂ4[2y26U’ + (1 +7%)sK’

— 4y(1+72)8v + 4;/25]’]
+4poy[ U + K’
—(1+32)v + 27/.]’], (B.5d)

5
&= 47ﬁJ + B4 277U + 277K’

— 4y (14 72V + (14 7/2)25]’]
+ 4ﬂ45}/ YU + yK’
— (432 (1 + yz)J’], (B.5¢)

& = 4%&/ _ ﬁ4[y(1 +72)oU’

+r(1+ 7/2>5K/ - (1 + 6y% + y4)6V’

+27(1+ g/z)ﬁ]’]

- ,345;/[(1 +372)U" + (1 + 32)K’

~ 4B+ +2(1+ 37/2)J’]. (B.5f)

These parameters are displayed versus R in figures 7 and 8.

Appendix C. Zero-point motion with classical electronic interaction

We ask the question of how important it is to include the quantum nature of the electronic
interaction in our evaluation of zero-point motion energy. Let us consider, following [9], the
energy of the ions as
oP? e’
= — 4+ s
2M R+ 6R
where 0P and 6R are the momentum and position uncertainties, M is ion mass and e its charge.
By expressing 5P by 6R via the uncertainty relation SP?5R* > %ﬁz we obtain

(C.1)

ion

322
g ¢’

= -|- S
2MSR? R + 6R

(C.2)

ion
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Table C.1 The values (in atomic units) of the zero-point motion energy and amplitude.
The classical electron interaction approximation versus adiabatic approximation.

16Rol (ap)  Ezppr (Ry)

classical interaction 0.0901816 0.14434
quantum interaction 0.189028 0.024072

which we can minimize with respect to 6R. We calculate

oRo L (a1 4 LT SV2ZMRY (C.3)
42M a
where
a’s [—1 + 12 MR(2 — 4 MR)
1/3
+2‘5/4\/M3R3(—1 + 9ﬁMR)] . (C.4)

We take the mass of the ion M =~ 1836.15267 mo and the interionic distance
R = Rp = 1.430 17ay. The results are presented in the table C.1.

Appendix D. Inclusion of 2s orbitals

We would like to estimate the role of higher orbitals both for more realistic description of H,
systems and future consideration of other elements. We start by taking the 2s Slater-type orbital

a3
2w =2 e (D.1)

where ay, is the inverse wave function size. It is obviously non-orthogonal with the 1s orbital
(1) as we have that

8/3 3/2.,5/2
e 8J3a%an (D.2)

s = (w0
(a + a2s)4

D.1. On-site orthogonalization

We perform the orthogonalization by introducing realistic orbital functions [36]

25 @) =¥, ), (D.3)
13 (@) =AY (ag,, 1) + BY* (s, 1), (D.4)
where A and B are mixing parameters obtained via orthonormality conditions
(" [x>)=0,
<%2s )(2s> -1 (D.5)
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We can solve problem (D.5) analytically and obtain

a, a
A=— Son ?
- ’
a, a2 a, Az Q A, A5 Q A2, A2 a, a2
\/Sls B - 251& ? Son : Son2 ®+ Son ?
B S](? a2y (D 6)
—_— , .
a, a2 a, A2s Q A, A2s Q A2s, A2s a, a2
\/Sls ne - 2S1s ? Son ’ Son2 * 4+ Son :
where S, is given by (D.6) and
8((1(12 )3/2
SIC;, o2 — <y/ls 'IUIS> — s - (D.7)
(a + a2s)

D.2. Intersite orthogonalization

As y° s are orthogonal on-site, one can also introduce intersite orthogonalization. We introduce
the following mixing coefficients (2)

w/ (r) = p° (xf (r) = r%; (r)), (D.8)

where 7 and y° depend only on the overlap integral S7 = (1, Ly, ):

L1 [Ty (s bo
= 1 - (s°) 2

y° = 5 . (D.10)

1+ 1 —(s°)

We already have overlap S'* (A.4).
Overlap S% is only a little bit more complicated

S2S — <)(12.S‘ )(22S> — <AY/11S + Bl[,l2s Aq/zls + Bl}/225>
:A2<lels y/213> + 2AB<Y/]IA Yj223> + BZ<Y/12s Y/22s>
= A2S's@ 4 2 ABS'S2 4 B2§%, (D.11)
where
Glozs_ ™R (ay R (an,R (aasR + 4) + 9) + 9)’ D.12)
63
52 = 4LSeaz«—m(we(%R(%R(we +5)+20)+45)+45).  (D.13)
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D.3. Single-particle microscopic parameters

Introducing 2s orbitals provides us with four new single-particle microscopic parameters

ex = (W2 () | Hi| w2 (1)), (D.14a)
thy = <wfs () | H | wi (r)>, (D.14b)
Vor = (! (@) |H | w2 (1)), (D.14c)
Viner = (! (0) | Ha| w?* () ). (D.14d)

where e, is single-particle energy on the 2s orbital, #,, the hopping between 2s sites, and V,,,
and Vi, are hybridizations on- and inter-site respectively.

Similarly to sections appendix A and B, the exact solution is a function of Slater
microscopic parameters

€5 = ﬂzsz(Az( (72 + 1)el,s - 27t1/s) + 2AB( (}/2 + 1)V(;n - 27Vi/nter)
+ B2 (124 1)es, - 2ytz's)), (D.15a)
o= B2 (A2( (72 + 1)ths = 27ei,) + 2AB( (72 4 1) Vinr = 20Ven )
+ B ((r2+ 1)1, - 2}/62/S)), (D.15b)
Von = ﬁ“ﬂz“'(A( (7% + el = (1 + ym)t{;)
+ B((r7 + )V = (1 + 7 Vi) ) (D.150)
Vinter = ﬂ”ﬁzs(A( (717> + 1)e = (v + 72S)€{;)

+ B((r7 + 1) Vi = (1 + 7)) (D.154)

where A and B are found via (D.5), while $° and y° via (D.9). The Slater microscopic
parameters can be explicitly written in a form

1
€y = Ee_Z“ZSR (20{2SR + g2k ((0{25 - Z)azsR - 2) + 2) (D.16)
1y = —%azse%(_m (a2s (R (a2s (@25 R = 3) + 12) =3) + 12), (D.17)
’ 1 —20 Qag
€y = ﬁe 2 2“R(€2 ZAR((GZS - 3)“23R - 6)
+ xR (2a2.R (a2sR + 3) + 9) + 6), (D.18)
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1
t2,s = _Ea%eazs =R (a2x (R (a2s (R (aZSR (a2s (a2sR - 5)

+ 10) + 40) — 15) + 90) — 15) + 90),

V., = ﬁe'zazm (40:2%R2 + 8ay,R + e*@R ((azs — 4)a2‘vR — 6) + 6),
Vier = —6%a2xeaz.\-<—R>(agtR3 — 40l R? + 30k RUR - 1)
+3ax,(8R — 1) + 24),
€fs = 8(LZS)S/Ze—R((l+0:2S)(R(a + aZs) + eR(a+(125)
R(a + as)?
X ((@ = 1)axR + a(-R) - 2) + 2),
, 8(aaa ) piiar(
tys = —he Ria+ 2“)(6 R(—Zaz(a + l)azs
— 2(05 — 1)(121 + a3(aR + 2)
+ (a - l)afv(—R> + aazzx((a - 2)aR - 2))
+ R (2a3(a25 — 1) + 2aa22S (azs + 1)
+ a* (azs - 1)R + azazs(Z - (ags - 2)a23R) - afs (agsR + 2))),
5/2
= e e R+ )Rl ) +
- eR(“*"“S)(R (a (a — 20y, + 2) + 2a2s) + 6) + 6),
. 8(13/20!25;/2 e—SaR—4a23R<e4 R(a+az)

V3R (a — ax)*(a + az)*

X (2a5 + 8a’ay, (Zazs — 1) + 20505235 (3a2s + 4)

+a’R + 2a* ((azs - l)aZSR + 1) + a’al ((xzs (4 - 30{25)R + 4)
- 205245 (azsR + 3))

— @dR+3axR ((a - l)az(;Rz + a4(a (R (aR + 2) + 2) + 2)

— 4’y (a (a + 1>R + 2)
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Table D.1 The values of single-particle microscopic parameters without optimization of
2s orbitals for 1s and 2s band (R = Rp, a = ap, ay; = ap/2). Note that the last column
describes atomic limit, where @ — 1, ar; — 0.5. We can observe that the model fulfills
requirements, as the Wannier function w? approaches the exact solution of Hydro-

gen atom.

Equilibrium system Atomic limit
microscopic ~ E2°(Ry) ElS(Ry) E¥/E 225 (Ry)
parameter =
€ -0.518585 —-1.75079  29.62% -0.25
t -0.292465  -0.727647 40.19% O
Von 0.0773174 0
Vinter —0.110457 0

+ o (a(R((@ — 3)aR — 4) + 16) + 4) + 4(a = 1)az,R

+ a(a(R(a(3 = 2a)R +2) + 6) — 6) + 8aaz,(ak + 1))). (D.25)

One can obtain the exact values for the optimal inter-ionic distance R = Rz = 1.43042
and ¢ = ap = 1.193 78. The results, together with comparison to the one-orbital case, are listed
in table D.1. Note that the new estimates are carried out for the optimal bond length and the
inverse wave-functions size for the case of 1ls functions only (R = Rp = 1.43042 and
a = ag = 1.193 78, respectively).
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3.4 Paper A-4 — Combined shared and distributed memory
ab-initio computations of molecular-hydrogen systems in
the correlated state: process pool solution and two-level
parallelism

In this paper we present the computational scheme of the [Exact Diagonalization — Ab|
lInitio Approach (EDABI)| when applied to realistic hydrogen systems. In particular, we
focus on the two-level parallelization of the problem of parameterizing the Hamiltonian,
employing both shared (by means of Open Multi-Processing - OMP) and distributed (by
the Message Passing Interface - MPI) memory models. We also review why such elaborated
scheme is required by comparing the results for Hs chain with periodic boundary conditions,
both for different Slater-type orbital Gaussian representation (STO-NgG) resolution Ng,
with the so-called background field size M (the neighborhood of the site, where electronic
Coulomb repulsion, ion—ion interaction and electron—ion attraction are taken into account).

Firstly, we describe the [Exact Diagonalization — Ab Initio Approach (EDABI)| for a
general case, as well as present the procedure of orthogonalization of the single-particle
basis via the corresponding bilinear form problem. This approach allows for error control
for the case of infinite systems. Then we explain in detail the computational scheme,
recognizing the calculation of microscopic parameters as the bottleneck of the problem
solution and employing the two-level parallelism: (i) the process—pool or the root—worker
solution, where the root process distributes the workload between the workers; this on the
other hand allows, (7i) the second level parallelization of the integral calculations at each
process (cf. Fig. 1 for the flowchart of the solution).

As a next step, we provide an exemplary physical system and analyze validity of the pro-
posed numerical solution. We consider the (H2)s chain with periodic boundary conditions
within the extended Hubbard model, with the three nearest neighbor hoppings t; (Fig. 2)
and the intersite electron—electron Coulomb interaction K;; included up to the interionic
distance cut-off rey—off = Ma, where M is a parameter (the so-called background field
size) and a is the intermolecular distance. We find the global minimum for a = 4.12a9
and constant molecular bond length R = Rye. = 1.43042a0 (Figs. 3-5). The discussion of
the system with optimized molecular size R is the subject of [paper A-5 Here, we study
the dependence of the global energy minimum on the background field size M (Fig. 6) and
Gaussian basis resolution Ng (Fig. 7), as well as perform finite-size scaling to determine
the effective values. We also perform the analysis of the proposed two-level parallelism
by calculating the so-called speed-up (SU) as a function of the number of nodes P and
compare it to the Amdahl law (Figs. 8-9). As we exchange only a small amount of data
(the values of microscopic parameters) through the Message Passing Interface, we have an
almost perfect scaling of speed-up with the increasing number of nodes and with 96.97% of
the time spent in the parallelized part of the computations, allowing utilization of the vast
amount of computational power on the TERA-ACMIN supercomputer.

As of August 3, 2015 the paper was accepted for publication in Computer Physics
Communication and is in press.
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An efficient computational scheme devised for investigations of ground state properties of the
electronically correlated systems is presented. As an example, (H2), chain is considered with the
long-range electron-electron interactions taken into account. The implemented procedure covers:
() single-particle Wannier wave-function basis construction in the correlated state, (i7) microscopic
parameters calculation, and (iii) ground state energy optimization. The optimization loop is based
on highly effective process-pool solution — specific root—workers approach. The hierarchical, two-level
parallelism was applied: both shared (by use of Open Multi-Processing) and distributed (by use of
Message Passing Interface) memory models were utilized. We discuss in detail the feature that such
approach results in a substantial increase of the calculation speed reaching factor of 300 for the
fully parallelized solution. The elaborated in detail scheme reflects the situation in which the most
demanding task is the single-particle basis optimization.

PACS numbers: 31.15.A-, 03.67.Lx, 71.27.4a

Keywords: ab initio calculations, electronic correlations , quantum chemistry methods, parallelism

I. PHYSICAL MOTIVATION: EXACT
DIAGONALIZATION + AB INITIO METHOD

Electronically correlated systems are important both
from the point of view of their unique physical properties
and from nontrivial computational methods developed
to determine them. The latter cover methods based on
the Density Functional Theory (DFT) with the energy
functional enriched by the correlation terms — the on-site
repulsion U in the Hubbard model [1] and the Hund’s
rule term in the case of orbital degeneracy. Often, they
are incorporated into either DFT or the Dynamic Mean
Field Theory (DMFT) approach supplemented with the
LDA-type calculations (see e.g. [2]). On the other hand,
the Configuration-Interaction (CI) method does not suf-
fer from the well-known double counting problem[1, 2],
inherent in the DFT+U or LDA+DMFT methods. An-
other approach, similar in its spirit to the CI method, for-
mulated as a combination of the first- and second quanti-
zation (FQ, SQ respectively) formalisms was elaborated
in our group in the last decade and termed the Exact
Diagonalization Ab Intito (EDABI) approach [3, 4].
This method allows for a natural incorporation of the
correlation effects consistently by the advantages of us-
ing the SQ language so that the double-counting problem
does not arise at all. Also, by construction, it includes
the Pauli principle for the fermionic systems. In con-
trast to CI the EDABI approach avoids any direct dealing
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with the many—body wave function expressed via a linear
combination of the Slater determinants [5]. Instead, it is
based on the many—particle quantum states constructed
in the occupation number representation [5] — standard
procedure for the SQ formulated problems.

The application of EDABI was found promising in
view of research devoted to the hydrogen molecular sys-
tems with inclusion of interelectronic correlations [6],
nano-clusters [7], and to atomic hydrogen metallization
[8]. As the many-particle state is explicitly written in
the occupation-number representation (Fock space), the
starting Hamiltonian is formulated in the SQ language.
Electronic correlations are then automatically included
in the modeled system. However, in the Hubbard-like
starting Hamiltonians [9-12] the knowledge of micro-
scopic parameters, such as the on-site energy, the inter-
site hoppings, and the Coulomb repulsion magnitudes are
regarded as input information. These parameters are of-
ten estimated indirectly. With this limitation, specific
phase-diagrams are constructed and the phase bound-
aries of interest are determined as a function of those mi-
croscopic parameters which are not directly measurable
(cf. e.g. [13-15]). In EDABI we take a different route:
relatively simple and small systems are to be described
consistently in the sense that the microscopic parameters
are obtained explicitly as an output of an appropriate
ab-initio variational procedure. Therefore, the EDABI
approach should be regarded as an ab—initio method but
with the single-particle wave functions being determined
self-consistently in the correlated state. In this manner,
the problem solution is reversed with respect to that in
either LDA+U or LDA+DMFT. Namely, we first formu-
late the Hamiltonian and diagonalize it in SQ formalism



and determine the single-particle wave function only as
a second step. However realistic, such an approach to
the electronically correlated systems implies a substan-
tially greater computational complexity, since the varia-
tional optimization consists of (i) microscopic parameters
calculation and (7) concomitant Hamiltonian-matrix di-
agonalization. We address here the issue (i) presenting
how the modern High Performance Computing (HPC)
cluster architecture can be utilized in the context, where
the number of microscopic parameters is substantial if
not large, and their calculation is one of the potential
bottlenecks in the whole computational procedure. We
also provide an example how a many-body problem at
hand may be supplemented with the two-level parallelism
in an intuitive manner. We do not discuss either the
methodology related to the point (i) or to its algorith-
mic aspect or else, to technical opportunities provided by
e.g. recent fast development of Graphic Processing Units
(GPU) computational techniques that are also in the area
of interest [16, 17]. Nonetheless, as it becomes clear be-
low, heterogeneous solutions are also easily applicable in
our scheme.

The structure of the paper is as follows. In Sec. II we
describe briefly the EDABI method (cf. Appendix A for
details) and emphasize the computational complexity as-
pects. Next, in Sec. III, we show how the process—pool
concept enhanced by the two-level parallelism forms a
natural solution. In Sec. IV we present the outcome of
its implementation: results of calculations carried out for
(H2), exemplary system and discuss the achieved speed—
up when compared to the reference single CPU computa-
tions. In Appendix B we discuss the convergence of our
model for the case of infinite systems.

II. COMPUTATIONAL METHOD - EDABI

As stated in the foregoing Section, the computational
method considered here is based on the EDABI method,
comprehensive description of which can be found e.g. in
[3]. Tt allows for consideration of realistic, electronically—
correlated nanosystems within the framework of the com-
bined first— and second-quantization formalisms. Below
we sketch this method (for details see Appendix A).

A. Second-quantization aspect

For the purpose of calculating the ground-state energy
of given system we start with the second-quantization
language [5, 18-20]. We introduce the fermonic anihila-
tor(creator) ég) algebra by imposing the anticommuta-
tion relations among them, namely

4ty
{ci07cja’} = { Cioy JU } =0 and {010'7 ja }' = 6ij5aa(’a)
1
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where i and j denote sites (nodes) of a fixed lattice,
0, o/ = %1 are the spin quantum number, and the anti-
commutator is {A, B} = AB + BA.

We represent the many-particle basis states {|®x)} on
the lattice of A sites in the Fock space [19] in the following

manner
o0 = I e 1] ¢

i€Qk JEQuk

¢4 10) (2)

where Q4 and €2}, are the subsets of sites occupied by
fermions with A+ and A particles respectively, and |0)
is the vacuum state (with no particles), with (0| 0) = 1.
Explicitly,

[®) =10,1,..., 1) ®[1,0,...,1) = (3)
spin T spin |
:é;...ébgh...gh‘o>.

With this concrete (occupation-number) representation
of an abstract Fock space we define next the microscopic
Hamiltonian of our interacting system of fermions.

B. Definition of the physical problem

We take the real-space representation with the starting
field operators in the form

I‘) = Z wi(r)xaéia7

where w;(r) is the single-particle wave function for
fermion (e.g. electron) located on i-th site, X, is the spin
wave function (0 = £1) with global spin quantization
axis (z-axis). In general, the many-particle Hamiltonian
is defined in the form

H=Y [l et o
+ 2 Z//d3 'l ()8l ()W (e - )T, (), (r

oo’

(4)

(5)

where #, is the (spin-independent) Hamiltonian for a
single particle in the milieu of all other particles and
V(r —r’) is the interaction energy for a single pair. For
the modeling purposes we assume that H,y is expressed
in the atomic units (h = €2/2 = 2m, = 1, where e is the
charge of an electron and m, is its mass) and expresses
the particle kinetic energy and the attractive interaction
with the protons located at {R;}, i.e.,

2

Rl o

Hi(r) = -v2 = >

where Ng is the number of sites, whereas



represents the Coulomb repulsive interaction between
them. Substituting (4) into (5) we obtain the explicit
second-quantized form of the Hamiltonian [5, 20] i.e.,

H= Z Z tl] w’ _]a + Z Z V;Jklcza Jo’cla’éka’ (8)

ijkl o,0’

where ¢;; and Vj;i; are integrals associated with the one-
and two-body operators respectively

tij = <wl(r) ‘wj (r)> (9a)
= [ @ w0,
Vi = (wi()u )| V wn (e () ) (9)

_ / B wh(e)yw! (¢)V (r — 'Yy (r)w ().

The first term contains the single-particle part composed
of the atomic energy €¢; = t;;, as well as expresses the
kinetic (hopping) part with ¢;; (¢ # j) being the so-
called hopping integral. The second expression contains
intraatomic (intrasite) part of the interaction between the
particles (U; = Vjy;; — the so-called Hubbard interaction),
and the intersite (interatomic) interaction (K;; = Vjj;i; —
the last important term for the purposes here). A remark
is in place here: when the single-particle basis {w; } is as-
sumed as real, the last two two-body interaction terms
are the exchange-correlation energy (J;; = Vj;;;) and the
so-called correlated hopping (Vi; = Vijj;)-

The Hamiltonian (5), with inclusion of all the two-
site terms only, can be rewritten in the following form,
with the microscopic parameters contained in an explicit
manner, i.e.,

Zé nzo’ +5 Z tlj za _70 %Z Uiﬁiaﬁiﬁ (10)

o 1#] i,0
=D JiSiS; + 3 Z <Kij L
i#] i#]

. A A
+ Z JZJCZTCLLCJ\LC T + Z Vvl] ic i&ch + j66i6> :

i#£] 0.i#]

The basis {w;(r)}_ in (4) needs to be orthonormal, i.e.
orthogonal and normalized to unity. In the next Section,
we describe how to construct the basis satisfying this con-
dition. In summary, by solving (diagonalizing) H we un-
derstand finding the optimal many-particle configuration
with a simultaneous single-particle basis {w;(r)} deter-
mination. Typically [13-15, 21|, the parameters ¢; = ¢,
tij, U, K;; are regarded as extra parameters. Here we
calculate them explicitly along with the diagonalization
in the Fock space at the same time.
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C. Basis orthogonalization as a bilinear problem

We require the orthonormality of the set of the single—
particle wave functions {w;(r, )}, i.e., set the conditions

(wi(r)] w;(r)) = (11)

/ &r w(r — Ry)w(r — R;) = §;j,
R3

where §;; is the Kronecker delta. Note that a will play a
role of variational parameter specifying the way of con-
structing the basis (cf. Sec. IID). Namely, the single-
particle wave functions (Wannier functions) are approx-
imated by a finite linear combination in a selected set.
These wave functions describe the single-electron states
centered on every atomic/ionic site, i.e., at positions
{Ri}. Such approach is related to the tight-binding ap-
proximation (TBA [22]), where the atomic orbitals com-
posing w; are represented by e.g. the Slater-type orbitals
(STO). For the purpose of the present model analysis,
only the 1s Slater functions are taken into account, i.e.,

Vi (r) = \/fe_alr_Ri,

where « is the inverse wave-function size. Similarly to
[23], for each position ¢ we construct linear combination

L
= Bjthn,j) (v)
§=0

(12)

(13)

where {3;} compose a set of (L + 1) mixing coefficients,
and m; : {0,...,L} — N, is the function mapping in-
dexes to the neighborhood N; of the site (node) i located
at Rz "

Note that in general ¢ ;) may be a sum over Slater
functions in the neighborhood, which varies the number
of B coeflicients and the number of nodes in the neigh-
borhood N;. This circumstance does not influence the
discussion, but is of crucial importance when the scheme
is implemented numerically. Also, the new basis {w;(r)}
is orthogonal in the neighborhood Nj.

We are looking for the set of {f;}, orthonormaliz-
ing the basis {w;(r)} for given geometry (effectively de-
scribed by set of ionic coordinates R;) and for the arbi-
trary inverse wave-function size «. In order to achieve
this we replace the original problem Vj € {ﬂ'z(k’)|k €

{0,1,...,L}}

/ d*r w; () wj (r) = 65 (14)
R3
with the equivalent set of bilinear equations

Q?Sijﬁj = by, (15)



where
B (0)
B (1)
=1 . | (16)
Bri(L)
and the overlap integrals are
Sig)m = /RS & P, (1) Yry oy (1), (17)
with (S;), = 1. For given geometry and the inverse

wave-function size o we solve the system (15) numeri-
cally.

The computation of the two-body integrals (cf.
Eq. (9b) ) must be performed in a general case numeri-
cally (see e.g. [7] and citations therein). Therefore, STO
are usually approximated by their expansion in the so-
called Gaussian basis, namely

Ng 212
Vi (r) = a’/? Z (LVWF"')
a=1

with N¢g being the parameter describing number of Gaus-
sian functions taken into account and the adjustable set
{Fa} is obtained through a separate procedure [7]. Exact
or approximate ground state properties (i.e. ground state
energy, structural properties, electronic density, etc.) are
obtained when the eigenstate corresponding to the lowest
many-particle eigenvalue is determined with the diago-
nalization performed in the Fock space. In the context
of EDABI, exact methods were successfully applied, e.g.,
the Lanczos [16] algorithm for the matrix diagonalization,
executable for nanosystems [4, 6, 7].

Although originally EDABI was formulated for finite-
size systems, the scheme can be regarded as a general
variational procedure. According to its generic charac-
ter, it is applicable in combination with another corre-
lation oriented approach, dedicated to the approximate
Hamiltonian diagonalization. As an example, the bulk
systems with proper translational symmetries were ana-
lyzed [8, 24|, based on the modified Gutzwiller Approx-
imation (SGA). One may incorporate other diagonaliza-
tion schemes applicable to the EDABI method. Here we
consider only the scenario, according to which diagonal-
ization in the Fock space is performed ezactly — i.e., the
Hamiltonian matrix is generated with the help of basis
(2) and diagonalized in terms of iterative (e.g. Lanczos)
numerical algorithm.

3/4
/ —a’T?|R;—a|?
€ ) )

(18)

D. Optimization procedure and computational
complexity

The set {w;(r,a)} describes the system in question:
the interaction parameters {V;;x; } and intersite hoppings
{t;;}. On the other hand, there are independent pa-

rameters {a, {Ri}}, where {Ri} together with a form
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the multidimensional optimization space. The EDABI
method is based on the variational principle within which
the single-particle wave functions at given atomic con-
figuration {R;} are optimized to determine the ground-
state energy of the correlated system. From the computa-
tional point of view, four main tasks are to be performed
in a single iteration, i.e., for a given trial value of a:

1. Single particle basis ortonormalization - solution of
L + 1 dimensional bilinear set of equations.

. Computation of the one-body microscopic param-
eters - scaling as O(L2NZNg).

. Computation of the two-body microscopic param-
eters - scaling as O(L*N¢).

. Hamiltonian diagonalization - dependent on the se-
lected approach (exact, mean-field, Gutzwiller Ap-
proximation, etc.).

The tasks corresponding to 2 and 3 are central to the
subsequent considerations. While for relatively simple
models, such as one band Hubbard model, there are
only three integrals to compute (the nearest-neighbor
hopping, the atomic reference site energy, and the on-
site electrostatic repulsion), this is not the case in the
situation, in which a more complicated Hamiltonian de-
scribes our system. The extended Hubbard model (see
Sec. IV), where the non-local electron-electron interac-
tions are taken up to some cut-off distance, is associated
with the increasing number of the two—body integrals to
be computed. However, also for the multiband Hubbard
model case, the number of hopping integrals increases as
O(N?), where Ny, is the number of bands. Therefore, an
effective scheme allowing to obtain — possibly quite large
— set, of microscopic parameters in a run—time, is desired.
In the following Section we propose an explicit solution
of this last issue.

III. PROCESS-POOL SOLUTION AND

TWO-LEVEL PARALLELISM

As we said above, the standard task is to diagonalize
Hamiltonian (5) defined in the Fock space (occupation-
number representation). This means, to determine the
ground-state energy for given values of the microscopic
parameters: ¢;, t;;, U;, and Kj; (in general, Jij and V;;
as well). The principal work we would like to under-
take here is to determine the renormalized wave functions
{wi(r)};,—;  y intheresultant (correlated) ground state.
The first aspect of the whole problem presents itself as
an equally important part, as only then the ground state
configuration of our system can be defined physically, i.e.,
as a (periodic) system with known lattice parameter (in-
terionic distance). In the remaining part both aspects of
the optimization problem are elaborated together with
concomitant technical details provided.



A. Optimization loop

We focus our analysis according to the scenario that
the computational time spent on the diagonalization in
the Fock space is negligible when compared to the calcu-
lation of the two-body integrals appearing in the calcu-
lation of microscopic parameters. For the sake of clarity,
let us rewrite Hamiltonian (8) in more compact form

H= Zzumz] m;ijs

(19)

where =, idj € {617 1]7U13sza‘/1]a<]m} and Om yig Sym-
bolizes the operator part, e.g., Oy i = Dy C chga One
should note that the parameter set Z,,.;; must be cal-
culated in each iteration step during the optimization
procedure. Computation of the microscopic parameters
can be performed independently which in turn provides
an opportunity for its acceleration by means of the par-
allelism application.

Let us consider some generic optimization procedure
OP({Ri}) returning the minimal energy at given accu-
racy, as a function of structural parameters. In OP the
system energy is sampled as a function of a so we denote
it as Eg(«). Taking into account that V,Eg(«) is not
obtainable in general case, the optimization scheme en-
coded in OP relates to a non-gradient method, e.g., the
golden—search for the one-dimensional case. The com-
putation of Eg(«) (sampled by OP) consists of calcula-
tion of {=,,,;;} combined with the Hamiltonian matrix
diagonalization. Within our approach, the computation
speed—up is achieved by implementing the process-pool
or the root—worker processes. This solution might be re-
garded as a thread—pool pattern, but constructed within
the framework of the distributed memory model. Work-
ing threads are replaced by the processes — let us call
them workers — which may communicate by the utiliz-
ing the Message Passing Interface (MPI) — as it is done
in our implementation. Workers remain in the infinite
loop, monitoring signal from the root process which in
turn is responsible for the job triggering and synchro-
nization. It can also participate in the calculations — in
our case it performs matrix diagonalization. Depending
on what kind of signal is sent (in certain protocol es-
tablished for the communication purposes between work-
ers and root) workers: (i) wait, (i¢) start to compute,
(#4) break and exit from the loop. Since (7i) might be
considered as a generic task, one can see that proposed
approach is extendable to include diagonalization — e.g.,
if one deals with the big block—diagonal matrices, each
block could be diagonalized independently by the worker
processes. Process—pool is supposed to be efficient as-
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suming that the following principal condition is fulfilled:
the task performed by each of the worker processes (or
at least by most of them) is computationally the most
expensive part, particularly if it shadows the communi-
cation latency.

Each process in the process-pool may utilize — if there
are available resources — shared memory model. Thus
the solution benefits from two-level parallelism, where
worker—process parent thread forks into working threads,
allowing in turn to perform each task faster (integral
computation in this context). In our case the elements
from the set {Z,,.;} are distributed into the sub-sets
I, = {E,.i;}p where p denotes the processor id. The
I, relate to task stack assigned to p-th process. The
sub-sets construction should be performed carefully to
keep well-balanced workload on processor, e.g. providing
equal distribution of the integrals calculation among I,.
The process-pool consists of P 4 1 processes, P of them
are workers and one — as mentioned — is a root. As follows
from the scheme (cf. Fig. 1), process-pool is applied to
the EDABI optimization loop. The OP procedure per-
forms « space sampling along non-gradient optimization
scheme. Each trial-Fg computation demands parame-
ters update and integrals calculations. The latter one
exploits parallelism at two levels. Each of P processes
computes integrals grouped in its assigned I, subset and
each of the two—body integral is calculated in the nested
(fourth times) loops which are collapsed in terms of the
utilization of the openMP framework. The whole com-
putation originates from the need to determine the two-
body integrals (9b) which are expressed as

Vijki = (20)
= Z Bpﬁqﬁrﬁs <'(Z7rI (p){b;rj(q) ‘V|Jﬁk(r),$m(8)> =

pqrs

=2V

pqrs

(wiw; [V|wiw) =

ypars
ijkl >

where 1 represents the Gaussian contraction. FEle-
ments V/{}° are computable independently; therefore
Vijr is obtained with the help of openMP reduction
clause. Computed integrals are gathered in a single ar-
ray in terms of M PI _Gather function or optionaly of
MPI _Allgather if necessary (which potentially may in-
crease communication latency). Then, Hamiltonian ma-
trix is updated with the proper values and the diago-
nalization step starts. As an output of diagonalization,
the trial Eg is computed and processed in OP. Our
implementation bases on MPI and openMP, though its
scheme is generic and might be implemented by means of
any of known technologies or self-made implementations
as well.
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FIG. 1. Process-pool solution applied for the optimization procedure (OP) in the context EDABI method.
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FIG. 2. (H2)n molecular chain, its parametrization with
possible hoppings from/to central (blue) molecule. Green
molecules are included as the background field related to the
system by the periodic boundary conditions.

IV. EXEMPLARY SOLUTION: MODEL OF (H3).
CHAIN

We test our solution by means of analysis performed
for the chain consisting of n = 3 hydrogen molecules
stacked at intermolecular distance a, with the molecule
bond-length R, and the tilt angle 6. We regard this
configuration as a part of periodic system (cf. Fig. 2).
Hydrogen molecular chains are interesting in view of the
crucial role of electronic correlations in the molecules and
related low-dimension systems [3, 6, 7]. The stability of
the hydrogen molecular system was studied by means
of variety of methods, e.g. DFT [25] or Self-Consistent
Field (SCF) [26, 27], also in the context of the existence
of superfluidity [28].

We discuss the molecular hydrogen chain within the
so-called extended Hubbard model. This means that the
interactions associated with the different atomic centers
(K;j) are taken into account. Eventually, the electronic
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FIG. 3. Ground state energy (per atom) for (H2)s molecular
chain as a function of the intermolecular distance a. Note
the convergence to analytical solution [6] for the separate free
molecule limit when a — oo.

part of Hamiltonian, with the ion-ion interaction explic-
itly included, can be rewritten then as composed of the
three parts:

Hrruby = Z €if; + Z tijczocja

i ijo

+U Y fgpiyy, (21a)

1 L
Hext = Heupy + 5 %: Kijninja (21b)
Hior = H +1Z L e+ Vi (210)
tot — ext 2 — |R1 — RJ| - ext 1—1) C
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FIG. 4. Inverse atomic orbital size « versus the intermolecular
distance a. Note the convergence to the analytical solution
[6] for the separate free molecule limit when a — co.

where the first two terms in (21a) represent the single-
particle energy with all possible hoppings ¢;; (to the
fourth nearest neighbor, see Fig. 2) and are calculated
with respect to the background field (see Sec. IV A for
details), U is on-site Coulomb repulsion (Hubbard term),
K;; are intersite Coulomb repulsive interactions between

J

supercell and the background sites (see [7] and Ap-
pendix B for details), V;_; is the proton—proton repul-
sive interaction. Despite its relative simplicity, the sys-
tem exhibits non—trivial properties. However, as we fo-
cus mainly on the computational aspects, we present here
only the basic physical properties. Computational per-
formance tests of our solution are undertaken for arbi-
trarily chosen molecular bond-length R = 1.43042(ay),
corresponding to the equilibrium value obtained by us
previously for a single Hy molecule [6]; also § = /2. The
total number of electrons is equal to the number of atomic
centres (6 for n = 3). We test E¢ against the varying
intermolecular distance a (as shown in Fig. 3) obtaining
the van der Waals-like behavior of the total energy, as
expected [3, 7, 26, 27]. The single (spatially separated)
Hs-molecule ground-state energy is reproduced asymp-
totically for a — oo, as marked in Fig. 3. For the sake
of completeness, we present in Fig. 4 the inverse atomic
orbital size .. In Fig. 5 we plot the contours of the elec-
tronic density n(r) as the cross—section on the X — Y
plane close to the configuration related to the minimal
value of Eg. A very important feature of this solution
worth mentioning is that as a diminishes and approaches
R we observe a discontinuous phase transition from the
molecular to the atomic states, but this feature of the
results are discussed elsewhere [29]. Also, the minimum
energy provides a stable configuration against the disso-
ciation into separate molecules (cf. Fig. 3).

R=1.43042 (a,) a=4.1 (ap) 0= /2

1.5 T T T T T T 0.5

05 - - - . o
~o. - 4 03
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> 05 L lr 102°

_1_5 | | | | | L | 0

6 -4 -2 0 2 4 6
r* (ag)

FIG. 5. Electronic density n(r) projected on X — Y plane
of the aligned H> molecules for the intermolecular distance
close to the equilibrium value (marked by the vertical dashed
line in Fig. 3). The values of the structure parameters are
specified.

A. Convergence study

We have performed the convergence study to obtain
parameters suitable for the speed—up analysis of the im-
plemented approach. There are two most important com-
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ponents playing crucial role: number of Gaussian func-
tions N¢g taken in contraction (18) and the size of peri-
odic background—field of the super-cell. The former does
not require additional comment; it is not the case for
the latter. With the periodic boundary conditions being



imposed, a proper cut—off distance for the interactions
must be also established. The atomic energy ey becomes
in general lower when a larger number of ionic centers are
taken into account (i.e., the larger cut—off distance), then
the contribution from the electron—ion becomes stronger.
On the other hand, analogical in nature but opposite in
sign effects originate from the Coulomb ion—ion and the
electron—electron repulsions. In the limit reyofrr — 00
both contributions cancel each other, as discussed in the
context of EDABI in [30] and, for the sake of complete-
ness, in Appendix B. One may note that the just de-
scribed behavior is similar to the cancellation effect ob-
served in the jellium model [31]. We define M as cut—off
parameter, describing the size of background field as:

Tcutof f
a

M= (22)
In Fig. 6 we plot the system total energy as a function
of intermolecular distance, close to the energy-minimum
configuration. It is clear that if smaller cut—off distance
is selected, the energy is underestimated. If cut—off was
chosen to be > 150a, the consecutive energies differ by
less than the assumed numerical error in Lanczos ma-
trix diagonalization procedure (i.e. 107*Ry ~ 1meV).
Therefore, further calculations were carried out for M =
250, what results in 510 integrals to be calculated after
reductions caused by the system symmetries. As it fol-
lows from Fig. 7, Ng = 9 is the number of Gaussians,
when the energy becomes convergent, therefore the sub-
sequent analysis corresponds to Ng = 9 and M = 250.

B. Strong scaling for MPI+openMP solution

Taking into account that we have one electron per
atomic center in a two band system (molecule consists of
two hydrogen atoms), construction of the basis for three
molecules leads to 924 basis states. The diagonalization
in terms of the iterative algorithm — in this case Lanczos
— is not a challenge, especially if only the lowest eigen-
value is desired. A remark is necessary here: system de-
scribed by substantially larger Hamiltonian matrices can
also be treated efficiently in the framework of the elab-
orated scheme. However, more sophisticated approaches
(cf. Sec. IITA) or approximate methods are then indis-
pensable. Therefore, the example we provide, fulfills the
requirement concerning the ratio of diagonalization to in-
tegration time. The latter is supposed to be the bottle-
neck during the execution of the optimization procedure.
We investigate the speed-up (SU) defined as

_ Ty(P=1)

- Tx(P)

with T" denotes time spent on the computation and
X, Y e{l,Il, o},

SU(P,X,Y) (23)

(24)

where first two symbols correspond to parallelism based
on the application of openMP and openMP-+MPI respec-
tively and @ is associated with sequential solution. The

75

-1.159 :

a) M=025 4
. I M=050 o
1.16 . M=100 @
I M=150
-1.161 A8 M=200
M=250
e} Aw M—300
>
T 1163 ¥
w A A
-1.164 | Ave
A %9 R
-1.165 A, v,,.',,v'AAA
-1.166 | Aaaaaaars
-1.167 ‘ ‘ ‘ ‘ ‘
3.4 3.6 3.8 4 4.2 4.4 46
a(ap)
T 415
- L 4 C
1.1625 [ B) 41259
g mme g s 4
= -1 I 1 o 4075 |
w 417 | E(M= w)=-1.165 1 © 405 | ag(M— «)=4.112
-1.1725 bw. L 4.025 bu. L
1/300 1/25 1/10 1/300  1/25 1/10
1M 1M

FIG. 6. Convergence study: a) ground-state energy E¢ ver-
sus intermolecular parameter a close to the minimum for the
different background field size M; b) limit of Eg for M — oo;
¢) limit of the optimal intermolecular parameter ap (mini-
mizing E¢) for M — oco. The plots in b) and c) represent the
finite-size scaling analysis.

-1.1615
-1.1625 | 1
-1.163 | 1

=

€ 11635 | 1

L
-1.164 | 1
-1.1645 | |

A6 E oS
Engo> ~=1.165049 Ry

-1.1655
2 4 6 8

Ng

FIG. 7. Convergence study: Ground-state energy Eg versus
number of Gaussians N¢g taken to represent the atomic basis
and for the background field size M = 250 and the number of
SMP nodes P = 56.

calculations were performed for the energy optimization
at given ion configuration, close to the energy minimum,
allowing to collect CPU time consumed by OP. The
measurement were covered on HP server comnsisting of
96 computational nodes each supplied with the two 8-
cored Intel Xeon €5-2670 2.60GHz processors. The main
board supported SMP exposing one logical 16—core pro-
cessor per node thus P refers to the number of SMP



nodes. Physically, the communication among nodes was
provided by the InfiniBand 4X QDR interface. The
SU(P,II,1) (Fig. 8) exhibits Amdahl law-like behaviour
[32]. This law states that speed—up limit in the strong—
scaling regime can be described in terms of the following
formula

1

P

(25)

where f is the part of the program susceptible for the
parallelization. The value of f was found by means of
fit the Amdahl’s law to the obtained data. Approximate
value of f comes directly from the fit (see Fig. 8 for de-
tails) and maximal SU can also be estimated by
SUpaz = lim SU(P). (26)
P—oo
We found f ~ 0.97 and SU,q: ~ 33, which confirms
suitability of the application of our scheme. However,
for the sake of completeness, we investigated the Gaus-
sian number threshold associated with the process—pool
solution efficiency.

C. Number of Gaussians and Efficiency Threshold

As mentioned above, the efficiency of the process-pool
solution depends on the workload assigned to each of the
process in the pool. Notably, Ng and the total number
of integrals (associated with M (22)) are the most im-
portant factors, influencing robustness of the proposed
approach.

We have performed measurements of computation time
as a function of Ng for a different number of P (see
Fig. 10). For large number of Gaussians the optimiza-
tion time has a universal scaling T' ~ N§, with p ~ 4,
meaning that the two-particle integrals (20) are the most
computationally expensive, as expected.

Following [33] we introduce the extended-Amdahl law
to include potential communication overhead. In our
case, the potentially most time-consuming (among M PI
communication routines used) MPI Gather routine
scales lineraly with P. Taking this into account the
speed—up can be approximated by the following formula

1
1—f—0+L+oP

SUcomm (P, Y, X) = (27)

where 0 is constant to be determined. We performed fit
of (27) to the speed—up as a function of P for Ng €
{3,5,7} as we show in Fig. 9. As expected f decreases
with decreasing Ng, but § < 1074 even for Ng = 3.
This value is negligible for the reasonable P (the number
of integrals is the upper bound) for any f. The lack
of the communication overhead originates not only from
the utilization of InfiniBand interface and linear scaling
of the communication routine, but also from the small

76

25 | |
Amdahl law ------- .l.
1 + ...... _]_ --------- ]
o 15 A
2 -
= :
[} ."{
% 10r m"" ]
- SU(P,IL) = (0.0303 + 0.9697/P)”
5t d- SU(es,I,) = 32.9833 |
'
0 ‘ ‘ | | |
0 10 20 20 o - )
P

FIG. 8. Speed-up (SU) as a function of number of processes
P. Amdahl law curve fited to data. Each point probed 50
times.

25
Ng =3, SU(P,ILI) = (0.5626 - & + 0.4374/P + & p):l __________
Ng =5, SU(P,ILI) = (0.1713 - 5 + 0.8287/P + 5 P) gp—
20 I Ng =7, SU(P,ILI) = (0.0735 - § + 0.9265/P + & P) " weeeeeeees A
o 15 d—0 |
o
i et
: Jr ....... S } ][
o 10 { _______ ,l, |
5r ,{a ____ e b B— j S—_— ++ ________ A |
T
*---—% % -=- - -=_ i i - -
0 ‘ ‘ ‘ | ‘
0 10 20 30 " - |
P

FIG. 9. The relative speed-up SU (23) versus number of nodes
P for Ng € {3,5,7} measured 100 times. Note that when
fitting the so-called extended Amdahl law, communication
overhead factor 6 ~ 0. Note that for Ng = 3 only 44% of the
program is performed parallelly.

amount of data sent by each process to the root (e.g.
~ 80B for P = 50). Hence the deviation from linearity
for higher values of P (see Fig. 10) comes from breaking
the principal assumption:

For the lower numbers of Gaussians, the time of diagonal-
ization (performed sequentially) becomes comparable or
greater to that consumed by the integrals computations.

The analysis performed above allows to describe the
boundaries where the proposed solution is effective. How-
ever, from the users perspective the most compelling
feature is the absolute speed-up SU(P,II,9), as it is
the metric for the time save. In the next paragraph we
present this result.
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FIG. 10. Computation time as a function of N¢ for sequential,
only openMP, and MPI+openMP solutions. Note the linear
behavior in the regime of large N on log—log scale, suggesting
T ~ N&. Values found from fit (see key) are consistent with
ideal case p = 4, where whole time is spent on calculating
two-body integrals (20). As one-body integrals have p = 2,
values tend to drift from 4.

D. Absolute Speed-up

Whilst analysis of the speed—up in strong scaling
regime allowed us to investigate the efficiency gain in
terms of a number of processes engaged in computation
it is interesting and important to answer what is the abso-
lute acceleration SU (P, II,2). Obviously, this quantity
still depends on P. In Tab. I we show the values of the
speed-up (23) for different number of nodes P. The ex-
tremal case (P = 56 with both levels of parallelization)
the speed-up

SU (56,11, @) = 303.418. (28)
However, even for the lower number of SMP nodes (P)
the absolute speed—up is excellent. For the sake of com-
pleteness, we retrieved the acceleration associated with
openMP utilization (fourth column in Tab. I). As each
SMP node consisted of 16 cores the number of active
threads was the same. We obtained SU(P,II,I) by
means of the identity

SU (P, 11,2)

(29)

We found good speed—up ratio ~ 13 (while the upper
bound is 16) coming from collapsing of nested loops (20).

V. CONCLUSIONS

We have presented an effective computational ap-
proach related to the EDABI method - quantum-—

7
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TABLE I. Values of the speed-up (SU) for one— and two-level
parallelism for the different number of nodes P.

P|SU(P,1,9) |SU(P,I1,2) |SU(P,ILI)

2 1.866 25.304 13.561

6 4.969 67.382 13.561
12 8.288 112.391 13.561
18 11.479 155.656 13.561
24 14.174 192.207 13.561
30 16.870 228.763 13.561
36 16.779 227.531 13.561
42 19.026 258.007 13.561
48 19.085 258.811 13.561
56 22.375 303.418 13.561

mechanical approach allowing to treat the electronic cor-
relations in a consistent manner. This means that we
combine the second-quantization aspect (evaluation of
energies for different many-particle configurations) with
an explicit evaluation of the renormalized wave func-
tions (first-quantization aspect) in the resultant corre-
lated many-particle state. The number of microscopic
parameters that are necessary for description of the phys-
ical system can be meaningful in many cases. Hence,
their computations become challenging as an effect of
numerical complexity caused by the vast number of in-
tegrations to be performed (9). Here we have addressed
in detail the part of the whole problem that is associ-
ated with the single-particle basis optimization. We have
proposed the scheme based on the process—pool concept
enhanced by the two—level parallelism, and test it uti-
lizing self-made generic implementation [34] configured
for the specific computational problem — (Hs), chain.
The proposed approach is intuitive and has allowed us
to speed up the calculations significantly (of the order of
10%) while preserving its generic character. Employing
process—pool solution to other systems is then straight-
forward.

Since the considered physical example serves as an il-
lustration of the elaborated scheme capability, one may
consider engaging it to a wide class of computationally
advanced physical problems tractable within the frame-
work of EDABI or similar methods. Such problems cover:

e lattice vibration (phonon) spectrum via the
so-called direct method (where all but few symme-
tries are lost, increasing the number of integrals
dramatically — from 510 to over 10 000 for (Hs),,
chain);

calculation of the electron—lattice coupling pa-
rameters in direct space;

electronic structure calculations of the realistic
two— and three-dimensional atomic and molec-
ular crystals (e.g. hydrogen, lithium hydride),
where both the number of atomic orbitals and the
background field increase essentially.



Neither form of the starting Hamiltonian nor the diag-
onalization scheme choice is essential for the applicabil-
ity of the method, allowing us to incorporate other ap-
proaches such as the Gutzwiller approximation [8, 15, 21]
or Gutzwiller Wave Function - Diagramatic Expansion
[35] to study molecular and extended spatially systems.
In this manner, one can address e.g. the fundamental
question of metallization in correlated systems [36, 37]
with the explicit evaluation of an model parameters. So
far we have been able to solve exactly the chain with
N =3, 4, 5, and 6 molecules and the results are of simi-
lar type [29]. The finite-size type of scaling on the basis
of these results requires additional analysis.
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Appendix A: EDABI method: A brief overview

The Exact Diagonalization Ab Initio (EDABI) ap-
proach combines first- and second-quantization aspects
when solving the many-particle problem as expressed for-
mally by its Hamiltonian.

The starting Hamiltonian (8) contains all possible dy-
namical processes starting from two-body interaction
V(r —r') in the coordinate (Schrédinger) representation.
Its version (10) is already truncated and limited to two-
state (here two-site) terms, i.e., the three- and four-site
terms have been neglected. The rationale behind this
omission is that, as shown elsewhere [3, 4], already the
two-site terms (matrix elements) ~ J;; and V;; are much
smaller than those ~ U and K;;. Parenthetically, all the
terms are taken into account in the starting atomic basis
composing the Wannier function. Nonetheless, there is
no principal obstacle in including all those terms in the
case of the small systems considered here.

The second characteristic feature of EDABI is the
single-particle basis optimization which composes the
main topic of this paper. If the basis defining the start-
ing Wannier-function basis were complete (i.e., L — oo
in Eq. (13)), then no basis optimization is required and
an exact solution is achieved. However, as our basis {w;}
is incomplete one, in our view, we are forced to readjust
the basis so that the system dynamics (correlations) are
properly accounted for. This introduces a variational as-
pect to our solution, since we introduce a variable wave
function size, adjustable in the interacting (correlated)
state. This very feature represents one of the factors
defining the method. Such adjustment is also reasonable
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from a physical point of view, as the single-particle or-
bital adapts then itself to the presence of other particles
(electrons). In other words, the correlations induced by
the predominant interaction terms (~ U and Kj;) influ-
ence the size and shape of the states {w;(r)}. This means
that the orbitals get renormalized in the process of the
correlated state formation. Nonetheless, it is not a priori
determined that negligence of the higher virtually excited
states in the expansion (13) is minimized is such a man-
ner. This should be tested and is one of the subjects of
our current research. This is not the primary topic of
this paper so we shall not dwell upon it any further here.

Note also that by selecting the diagonalization of
many-particle Hamiltonian in the second-quantized form,
one avoids writing the many-determinantal expansion of
the multiparticle wave function, as is the case in the
CI methods. However, out of our formulation one can
obtain the function ¥(ry,...,ry) and in particular, de-
fine many-particle covalency [4]. This transition from the
Fock space back to the Hilbert space is possible as the
two languages of description are equivalent in the non-
relativistic situation (for a lucid and didactic exposition
of the first- and second-quantization schemes and their
equivalence see e.g. [38]). The principal limitation of
our method is the circumstance that it can be applied
directly only to relatively small systems when the exact
diagonalization is utilized.

Appendix B: Convergence of the single-particle
energy for infinite system

In (21a) we have the microscopic parameter contained
in the single-particle energy expression, namely

2
e¢<¢i *VZ*ZW "/’i>7 (B1)
J

where i labels lattice site (node) at which we calculate
this single-particle energy, and j goes over the whole sys-
tem. Also, 1; is the 1s Slater-type orbital centered on
that site. For the sake of clarity, we disregard the or-
thogonalization procedure, as the one-body parameters
contain, strictly speaking, a linear combination of inte-
grals in STO basis.

For an infinite system, the sum ; constitutes a series
of the form [39]

e =— (vs| V7 o) — Z <¢z‘ ¢z’> (B2)

2
—a2—2a—z+2<a+ )62O‘R“|,
— Ry

which diverges to —oo. In this Appendix we show that
there is an effective single-particle energy with no diver-
gence for the infinite systems (case more general than
those discussed in [7, 30]).

2

Ir — Ry

1
IR



We start from Hamiltonian (21c)
Hiot = Hewt + Vi, (BS)

where ion—ion interaction is defined in the classical limit,
ie.,

= Z |R (B4)

il
and |R;;| is the distance between sites ¢ and j. We ana-
lyze next the remaining contributions, term by term.

1. Intersite Coulomb term

The intersite Coulomb term from (21b) cab be rewrit-
ten in the form

12

2. Ion-ion repulsion

Similarly, we can rewrite (B4) to the form

NZ |R
5t s
2 ”%ru

iof |

1 2 1 2
z-i:zZm“zZ;)m
72 Z‘R |

@ 3@

(B9)

Again, the average of the latter term disappears for one
particle per site.

3. Total Hamiltonian

(0) K@)
1 . 1 1 "
) Z Kijngn; 3 Z 0n;0n; + 5 Z Z Kijn;  We rearrange (21c) obtaining so that the new form of
J i Hamiltonian is
K@) K®
1 1
+ 5 Z Z - 5 Z KZJ’ HN = Heeﬂ" + HHubbard + H&n' (B].O)
i i#£j
(B5)
The new terms are
where 67, = (?; — 1) and d;; is Kronecker’s delta.
We observe that when all sites are taken into account,
the terms KM and K2 are equivalent. We can rewrite Herr = Z e, (B11)
them as follows i
; 1
Hix =K — K®) 12 - (1 —6;;) Kijn, = (B6)
2 ZZ N with e = ¢ +1/23; ;) (2/|Raj| + K3)),
~KO _ KB 49 2 Z ZK”’
i O]
HHubbard = Z Z tL_] uf Cio +U Z n;Tnzi,v (B12)
where j(4) denotes the neighborhood of site i. Likewise,
1 1
S OOUIEES 9 SN
i#] i j(i) 1
Hen == K;jon,on,+ B13
We can write finally that Ty ; ! J (B13)
2
1
—x©0) 4, = A iy + = on, i — = |-
Hy =K +22niZKw (BS) Z Z( J |Rij|>

+= Zén ZKU

3(3)

Note that for half-filling (7

;) = 1 and the last part and
<K(O)> disappears.

3 (i)

The last question is whether the effective single-particle
energy is now convergent.
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4. Convergence of the single-particle energy

We can take €5 from eqs. (B2) and (B11) and rear-
range it in a following manner

Tty Z(mﬁK”)

=o? -2+ 3~ o 2 (a+
Z(|R”|

“e 3302 ( )RI
+Z(R )

The latter part disappears in the classical limit |R;;| >
a~ !, where

(B14)

) e 2alRij]

1
IR

IR

2
i Kij IR

(B15)

and the remaining part Zj 2 (a + |Rij|*1> e—2alRij| g
convergent.
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3.5 Paper A-5— Discontinuous transition of molecular-hydrogen
chain to the quasi-atomic state: Exact diagonalization —
ab initio approach

This paper represents the first implementation of the methods developed for the purpose
of this Thesis, to the solid molecular hydrogen metallization. Namely, we apply the
IDiagonalization — Ab Initio Approach (EDABI)|to the case of one-dimensional Hs chain
under external pressure (applied force). We optimize not only the single-particle basis wave
functions, but also the molecular size (Hy bond length) R. We start with the extended
Hubbard model with the single-particle energy €, the hopping integrals ¢; (up to the third-
nearest neighbor), the Hubbard interaction U, and the intersite electron—electron Coulomb
interaction Kj; included up to the distance of r¢y¢—orf = 250a, where a is the intermolecular
distance (selected based on the analysis performed in [paper A-4)).

We find, that although there is only one minimum in the thermodynamic potential, con-
nected to the molecular chain, when no force is applied, there are two minima in enthalpy
when a sufficiently large force (~ 5n/V) is applied to the molecules which stabilizes the
system. Additional stable phase appearing under pressure has a quasiatomic structure (a
comparison of electronic densities is available in Fig. 3). Evolution of enthalpy of both min-
ima is presented in Fig. 2, meaning in the regime of low applied force the molecular phase
is stable, whereas for large forces quasiatomic chain has the lowest enthalpy. The transition
comes with discontinuous change of lattice parameters, including intermolecular distance a
(whole evolution is showed in Fig. 4) and effective (optimized) molecular size R.ss (inset in
Fig. 2). As of the nature of transition, we calculated the Hubbard ratio U/W (inset in Fig. 3)
that discontinuously drops below 1 at the transition, as well as the averages Cy and C; con-
nected respectively with intramolecular and intermolecular hopping. These averages exhibit
an interesting property: they change from the molecular phase case Cy ~ 1 and C; ~ 0
to C1 ~ Cy in the quasiatomic phase. The principal conclusion of the paper is that the
molecular —atomic-solid transition is concomitant with the Mott-Hubbard transition. The
evolution from the molecular to the quasiatomic phase has also been illustrated on the com-
puter animation enclosed to the Thesis (c¢f. http://th-www.if.uj.edu.pl/ztms/download/

supplementary_material/molecular_to_quasiatomic_transition-hydrogen_chain.avi)

The paper has been submitted to the Physical Review B.
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Discontinuous transition of molecular-hydrogen chain to the quasi-atomic state:
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We obtain in a direct and rigorous manner a transition from a stable molecular hydrogen nH>
single chain to the quasiatomic two-chain 2nH state. We devise an original method composed of an
exact diagonalization in the Fock space combined with an ab initio adjustment of the single-particle
wave function in the correlated state. In this approach the well-known problem of double-counting

the interparticle interaction does not arise at all.

The transition is strongly discontinuous, and

appears even for relatively short chains possible to tackle, n = 3+ 6. The signature of the transition
as a function of applied force is a discontinuous change of the equilibrium intramolecular distance.
The corresponding change of the Hubbard ratio U/W reflects the Mott—Hubbard-transition aspect of
the atomization. Universal feature of the transition relation to the Mott criterion for the insulator—
metal transition is also noted. The role of the electron correlations is thus shown to be of fundamental

significance.

PACS numbers:

1. Motivation The metallization of solid hydrogen is
one of the central problems in physics [1-4|, as well as
in astrophysics of Jupiter, Saturn and exoplanets [5].
The building block, the Hy molecule, is relatively sim-
ple, since the electrons are in the spin-singlet state in
the ground state composed mainly of 1s states of atoms.
Those molecular states with the experimental value of
bond length R = 1.401aq [6] form at ambient pressure a
molecular crystal with the lattice constant a ~ 7Tag > R
[7]. Thus, to achieve atomic structure and metallicity
one has to break the molecular bond, e.g., by achieving
a more typical atomic solid configuration with a ~ R,
what amounts in practice to applying an enormous pres-
sure, as demonstrated repeatedly over the decades |2, §].
But even then one may not achieve metallicity, as due
to the relatively large atomic separation the system may
compose a Mott (or Mott-Hubbard) insulator [9, 10], as
the original interelectronic correlation effects may still be
sufficiently strong. The fundamental aspect of this paper
is to address this issue in a rigorous manner, albeit still
in model situation, as detailed below.

The related and probably more intriguing question re-
lated to the hydrogen metallization is the conjecture that
the system may exhibit a room-temperature supercon-
ductivity. The line of reasoning [11, 12] is based on the
Bardeen-Cooper-Schrieffer (BCS) theory that as the crit-
ical temperature T} is proportional to M /2, where M
is the ionic mass, then the hydrogen metal should have
T, at least one order of magnitude higher than that of
a typical metal. However, here again the correlation ef-
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t andrzej.biborski@agh.edu.pl
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fects must be carefully taken into account as they should
not be too strong to destroy the metallicity, but essen-
tial, as they can lead by themselves also to the high-
temperature superconductivity when the starting point
is the atomic solid with half-filled Mott-Hubbard metal
[13]. A marriage of strong electron-lattice and correla-
tion effects should be possible to be accounted for at the
starting stage. In this respect, here we determine rig-
orously the magnitude of the local correlation effects as
described by the effective extended Hubbard model at
the molecular — quasiatomic solid transition.

Recently, the molecular-atomic hydrogen transition
has been discussed by a number of methods [14-17]. In
this respect, the present results can be regarded as a
basis for testing the approximate methods applicable to
realistic calculations (see also discussion below).

2. Model and method We start with the extended Hub-
bard model with additional term Viy, jon €xpressing ion—
ion repulsion namely,

H=> e+ > tyel,e;u+UY iy (1)

i oi#]

+ 5 3 Kyt + Vion son
i#£]
where €; is the single-particle energy, ¢;; are the so-called
hopping integrals (all of them: t( (intramolecular) and ¢;,
to, and t3 (intermolecular) have been marked explicitly in
Fig. 1), U is the on-site Coulomb repulsion, and Kj; is the
amplitude of intersite Coulomb repulsion, here taken into
account for the interaction radius up to 250a in the start-
ing atomic representation, where a is the intermolecular
distance (see [18] for details). The configuration of the



FIG. 1. Schematic representation of Hs molecular chain with
possible nearest-neighbor and next nearest neighbor hoppings
{ti}i=0,1,2,3 marked. The labeling of the sitesi = 1,2,3,... is
specified, as well as the bond length R at intermolecular dis-
tance a. The radius of included intersite Coulomb interaction

is equal to 250a in the atomic representation.

molecules and related microscopic parameters are shown
in Fig. 1.

Explicitly, those parameters can be defined in the fol-
lowing manner

(i Hy |uwj) = / @ w} () Hy (r)w; (r)
dij,) (2)
(wiw;| Vs [wiw;) = / @Brdr Jwy(r)[PVaa(r — ) ()|

= qéij —+ t”(]. —

= U(S” + Kij(l - 51'3'), (3)

where H; is the Hamiltonian of single electron in the
medium and Vi is the Coulomb repulsive interaction for
a single pair of them. Furthermore, the Wannier func-
tions are defined in terms of atomic (Slater) functions,
ie.,

w;(r) = Z Bijb;(r), (4)

where the 1s-type Slater function in defined as ¥;(r) =
Y(r — Ry) = (a®/m)? exp(—alr — R4|), with a being
its inverse size in the medium, here taken as a variational
parameter for given intermolecular distance a and deter-
mined in the correlated state (: = R; is the i-th proton
position). Each Slater function is approximated by its
expansion in the Gaussian basis

3
20212\ *
Z( . ) em TR ()

q=1

wjw

wz(r) ~

with p being the number of Gaussian functions taken
into account to express accurately the functions {;(r)}
and {I'y} is the set of adjustable parameters obtained
from a separate procedure (for details see [19]). In effect,
all the parameters: ¢;, t;;, U, K;; can be expressed in
terms of a and are determined in the correlated state
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(after the exact diagonalization in the Fock space has
also been carried out simultaneously). Strictly speaking,
to obtain proper atomic limit we have to take: ¢; —
! = e+ (1/2)X,(2/Rij + Ki) [18].

First, we determine values of hopping integrals to, ¢1,
ty and t3, Hubbard (intraatomic) and intersite interac-
tions U and Kj;;, by determining the Wannier functions
defining them. The Wannier functions are expressed in
terms of (atomic) Slater functions of adjustable size o™,
each of which is expressed in turn via p = 9 Gaussian
functions [18]. In the next step, we determine the lowest
eigenvalue of the Hamiltonian (1) with periodic bound-
ary conditions, by diagonalizing it by means of Lanczos
algorithm. By finding the ground state energy in the
Fock space and subsequently, by optimizing the energy
also with respect to the size a~!, we obtain a true phys-
ical ground state energy in the correlated state for given
intermolecular distance a. Such extended calculations
make the results not limited to the parametrized-model
considerations, as U, t;;, and Kj; are evaluated explic-
itly, as is also the ground state energy, for fixed a. One
should note that in the procedure the bond length is also
optimized (R — Reyy). All this is carried out first for the
zero-applied force to obtain the system equilibrium con-
figuration, i.e., the energy and the effective bond length
R.fs in the multimolecular configuration. In the second
step, we apply the external compressing force f to the
end molecules and determine the enthalpy minimum to
trace the system evolution as a function of a. The part
of the procedure connected with the optimization of the
single-particle wave functions has been discussed in de-
tail elsewhere [18]. The code used for the computation is
also available [20].

Typical numerical procedure starts with fixing a and
R, and selecting input value for the variational parame-
ter a. Next, we vary the inverse wave function size « to
find the physical ground-state energy employing, at every
step, the so-called process—pool solution for the computa-
tionally expensive problem of obtaining the microscopic
parameters. We include all the intersite interactions for
the sites with a relative distance smaller than 250a. The
accuracy of the numerical results is set to be of the order
of 107*Ry. Impact of these parameters was examined
carefully in [18] and achieving the values above proved
to be sufficient. The long range of the interactions in the
atomic representation is expected to emulate correctly a
longer-chain behavior.

3. Results In Fig. 2 we display the system enthalpy as a
function of force f exerted on the edge molecules. Typ-
ically, two solutions appear which we call respectively
as the molecular and the quasi-atomic, each of which is
characterized below. The solid points mark the transi-
tion points for 4H, (left) and 3Hs (right). In the Inset
we show the effective bond length R.fs vs a. Note two
specific features. First, the lattice contracts in a discon-
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FIG. 2. Phase diagram encompassing quasiatomic and molec-
ular states for nH> chain as a function of exerted force along
the chain. Inset: Effective bond length Ry vs. the inter-
molecular distance a.
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FIG. 3. Electron density projected onto the plane of H>
molecules near the molecular — atomic transition: a) for
the molecular state; b) for the quasiatomic state. In case
a) the density is very small in the space in between molecules
(vertical line joining the atoms). The critical intermolecular
distance a and the effective bond length R.;; are also speci-
fied in each of the states. The corresponding critical force is
fc =25.705nN for 3H2 system.

tinuous manner at the transition and second, the bond
length jumps then from an almost single-molecule value
Repr < a to the limit R.ty ~ a signaling their separa-
tion into a quasi-atomic configuration. The last feature
of the transition is explicitly illustrated in Fig. 3, where
the projected electron density onto the plane composed
of molecules is shown both on the molecular (top) and
the quasi-atomic (bottom) sides of transition. The pa-
rameters a and R.sy are listed also in each case. As said
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FIG. 4. Equilibrium intermolecular distance a versus exerted
force f for the case of 3Hs system. The transition is of the
first order as marked. Inset: U/W ratio vs. a showing that
in the quasiatomic state U/W ~ 0.8 signaling the onset of a
correlated metallic state.

above, due to the supercell (nHs) construction and the
use of periodic boundary conditions, the system emulates
an extended-system behavior.

In Fig. 4 the interdependence of the intermolecular dis-
tance versus force is provided. As shown also in the
inset to Fig. 2, this figure demonstrates the first-order
transition, since the cell volume a changes discontinu-
ously at this mol. — quasiat. transition from 1.869a¢ to
1.647ag. In the inset to Fig. 4 we provide the ratio of
the Hubbard interaction U to the bandwidth defined (for
perpendicular orientation of molecules, when t; = ¢3) as
W = —4t1+|to + 2ta|—|to — 2t2], as a function of f. Note
the fundamental characteristic: this ratio jumps from the
value U/W ~ 1.49 to 0.8. So, the system is indeed
strongly correlated at the transition with the effective
gap near the transition from the molecular side estimated
as €,/W = U/W — 1 = 0.49. Furthermore, the value
U/W ~ 1is the typical value for the Mott-Hubbard tran-
sition, weakly dependent on the system structure [21]. It
is also interesting to note that here the Mott-Hubbard
transition takes place from a non-magnetic (spin-singlet)
molecular configuration to a correlated atomic solid, with
strong suggestion for metallicity of such system with one
electron per atom in predominantly 1s state. The possi-
bility of magnetic (antiferromagnetic) and/or supercon-
ducting quasiatomic state should be analyzed separately.

In Fig. 5 we present a dependence of the intramolecu-
lar (to) and intermolecular (¢;) hopping parameters. At
the transition the parameters tg and ¢; roughly equal-
ize showing again that the solid at small a is of quasi-
atomic nature. In the inset we present the intramolecu-

lar (Cy = <610620>) and intermolecular (Cy = <6J{Jé3a>)
hopping probabilities. In the molecular state Cy =~ 1 and

Cy =~ 0 (a strong molecular bond is formed), whereas
in the quasiatomic state Cy ~ (7. These two quan-



TABLE I. Microscopic parameters at the molecular — quasiatomic transition. The values are in eV if not specified otherwise.

H a (ao)‘ R (ao) ‘ w to

t1

te | U | Ko | Ki | K» |a(ag)

molecular 1.869 1.164| 17.881|—15.487

—6.161

1.691| 26.472| 15.238| 13.516] 10.551 1.194

quasiatomic 1.647 2.386| 33.124| —5.270

1
...... o mol, Gy
\\\\\\\\\\\ 08 /v b

e, (mol) 06 o/ E

averages
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hopping, t (eV)
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FIG. 5. Evolution of the intra- and inter-molecular hop-
ping parameters, to and t; respectively, versus intermolecular
distance a. Note the jump of a at the transition molecu-
lar — quasiatomic configurations as marked by the arrows.
Inset: hopping probabilities: intra- and inter-molecular, Co
and C1, respectively. For discussion see main text.

tities illustrate thus in a direct manner the nature of
the states and in particular, the metallic type of the
bonding in the quasiatomic solid state. For the sake of
completeness, in Table I we list all the principal micro-
scopic parameters in the correlated state for intermolec-
ular distances at transition. The values of K;; converge
towards the asymptotic value K;; — 0 slowly. Such be-
havior is in accordance with the view [22] that the long-
range part of the Coulomb interaction is not screened
efficiently in low-dimensional systems. This is the reason
why we have taken their long-range character, at least
in the atomic representation. Parenthetically, note that
we have neglected the direct exchange interaction and
the so-called correlated-hopping terms [23], as they are
of much smaller amplitude at these distances. Note also
that the Mott criterion at the transition [24, 25] takes in

the present situation the form aBnlc/d = (aa)™! =~ 0.45
at the transition, not too far from the value 0.25 for 3-
dimensional (d = 3) systems.

4. QOutlook We have described in a direct and rigor-
ous manner the behavior of electrons in the short Ho
chains by a proper choice of the supercell and includ-
ing the long-range Coulomb interactions, as well as uti-
lizing the periodic boundary conditions, emulating to-
gether an extended-chain behavior. Amazingly, the re-

—8.445
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0.164| 26.404| 10.825| 14.701 8.976 1.251

sults obtained meet some of the features one can expect
for a three-dimensional hydrogen molecular — quasi-
atomic transformation. Obviously, no detailed realistic
phase diagram can be obtained, as both the structural
details and the effect of zero-point motion are still miss-
ing. However, a unique character of the Mott-Hubbard
transition is already established. The model formulated
here may form a basis for quantitative approach to solid
hydrogen with a proper account of electronic correla-
tions. In such approach a three-dimensional realistic
model must be constructed. We think that tackling of
this problem is possible on a small scale within our Exact
Diagonalization Ab Initio (EDABI) approach employed
here and to other problems [26] involving electronic cor-
relations as an essential aspect of their physical proper-
ties. For 3d system, approximate second-quantization di-
agonalization schemes such as the statistically-consistent
Gutzwiller approximation may be used with concomitant
single-particle wave-function optimization [25]. These
methods can be tested in the present exact limit.

One should also note that the principal assumption
made at this point is that the protons form a lattice even
in the metallic phase, not a proton-electron quantum-
liquid plasma [15, 27-29]. Such problem is possible to
tackle within the present model by assessing the optimal
ground-state energy for a random choice of the proton
positions. But first, an accurate estimate of the zero-
point motion amplitude and the corresponding energy
[30] must be carried out for an extended system with
correlations [31]. Finally, the estimate of the supercon-
ducting gap magnitude by incorporating correlations for
the extended Hubbard model [13] and realistic values of
the local electron-proton coupling [30] may be possible in
not too distant future.
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Chapter 4

Summary and Conclusions

The principal aim of this Thesis is to develop and implement a reliable method of calculat-
ing the physical properties of solid hydrogen system, both in terms of its insulator-to-metal
and molecular-to-atomic transition. In order to do so we have successfully employed
|[Exact Diagonalization — Ab Initio Approach (EDABI)| both in its original ezact-method-
of-diagonalization based version and the modified, using the so-called [the Statistically-|
|Consistent Gutzwiller Approximation (SGA)l We have also created the open access, com-
putational C++-based library: Quantum Metallization Tools (QMT [44]), that provides a
generic description of quantum-mechanical system in terms of EDABI method.

We have used EDABI in combination with SGA to model the metallization of atomic
hydrogen (cf. papers and . Rather than including the electron—electron Coulomb
interaction explicitly, we have used an effective approximation, working only close to the
half-filling. As a final result, we obtained the metallization pressure ~ 100GPa. This is
still a rather simplistic model and it requires a more involved approach to make realistic
estimate of the critical pressure. This means explicitly to (i) describe the hydrogen as a
molecular crystal (in all of phases I, II, TIT and TV discussed in the introductory Chapters),
modify EDABI with a Hamiltonian diagonalization scheme that include (ii) long-range
(Coulomb) interactions and (%i4) a multi-orbital picture, (iv) find the proper thermodynamic
potential to describe the system under high pressure, (v) assess the zero-point motion energy
and calculate the electron-lattice coupling, and finally (vi) use the outcome of steps (i)-
(v) to study whether, and under which conditions, the system manifests superconducting
properties. This path led us to the creation of QMT and results presented in papers
and

We started (i) with the simplest building-block of three-dimensional molecular crystals
- a Hy molecule (cf. [paper A-3). This case was already well described in a static situa-
tion [107], which gave us a point of reference for further development. We used the full
Hamiltonian with all two-site interaction terms, which in turn led to the results differing by
~ 2%, even when omitting in the single-particle basis wave functions different from 1s. For

88



the purpose of (v), we devised an approach to asses the zero-point motion amplitude and
energy, as well as electron—proton couplings, resulting in the value close to that observed
experimentally. We expanded (i) and tested our computational approach in
where we also made first attempts to deal with the problem (7). This requires a separate
study, as the standard Gutzwiller approximation increases the numerical complexity expo-
nentially when the intersite interactions are included. For this purpose, we plan to employ
modified SGA or the so-called diagrammatic expansion for the Gutzwiller wave function
(DE-GWF) [68]. When the long-range interactions are included, the most time-consuming
element of EDABI is the Hamiltonian parametrization, the part of the problem that can
be efficiently parallelized, thus allowing to use the modern supercomputer infrastructure.
We proceeded with (i) by modeling the one-dimensional Hs crystal (cf. papers and
A-5). It has been completed with semi-realistic description of Hy chain including opti-
mization of molecular size and renormalization of the single-particle basis. Treating (iv),
we chose enthalpy, a thermodynamic potential allowing for description with pressure as a
proper variable to analyze the system behavior. We have found two classes of enthalpy
minima — one connected to the Hy molecular crystal and one connected to 2H quasiatomic
phase. Moreover, we determine a critical applied force causing the system transition from
molecular to quasiatomic structure in a discontinuous (first-order) manner. This is what
we expect to happen when describing the hydrogenic systems. Up to this moment, we used
Lanczos algorithm for the diagonalization of parameterized Hamiltonian in the Fock space.
The next step will be to use modified SGA in a way that it includes: (i) long-range both
Coulomb and exchange interaction. As of (1), we have prepared computational methods
for incorporating higher s— and p-type orbitals. This is not included in any of the papers
here, but the reader may refer to Sec. with the results concerning the ground-state
and the ionization energies of first ten elements of the Periodic Table.

Only when steps (i)-(v) are completed, we can approach the superconducting state of
these systems. This topic is the final goal of the whole project on the metal hydrogen. It
is still a long way to go. Nonetheless, few decisive results towards this final goal have been
accomplished. First of all, that the metallization can be understood in the terms of Mott-
Hubbard localization. In this respect, a successful model has been formulated. Second, the
zero-point motion energy has been estimated in realistic terms. Third, local electron-lattice
interaction coefficients have been evaluated. The knowledge of these parameters is indis-
pensable to estimate the value of the superconducting transition temperature. However, a
simple BCS-like estimate will not work, as we have shown that even in the metallic state
the electrons are moderately to strongly correlated (U/WW < 1), so there may appear an
essential contribution to the pairing coming from the correlations. It would be very inter-
esting to see if the electron—phonon interaction alone can account for the superconductivity
with such a high transition temperature. The future will tell.
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