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Abstract

Quantum solids conform an intriguing class of crystals where quantum ef-
fects have a leading relevance. Contrarily to their classical counterparts, quan-
tum solids present both unusually large kinetic energy and mean displace-
ment of the particles around the equilibrium positions of the crystalline lat-
tice. By large it is understood a kinetic energy similar in magnitude to short-
range interactions, and mean displacement comparable to the distance bet-
ween nearest positions in the perfect lattice (large Lindemann’s ratio). In fact,
the constituents of these solids are characterized by small atomic masses and
weakly attractive interactions acting among them. From a thermodynamic
point of view, quantum solids are described by large compressibilities, low
Debye temperatures and speeds of sound, non-ordinary melting properties,
anharmonicity, etc. Point and line defects (vacancies, dislocations, etc.) are
easily formed on their interior due to the wide excursions of the atoms around
the lattice sites. These structural defects are expected to exist in quantum so-
lids even at absolute zero temperature. Some illustrative examples of quan-
tum solids are “He, 3He, Hy, D3, LiH and LiD. In the outstanding case of
solid helium, the possibility of superfluid-like behaviour has resulted in a
long-standing topic of intense speculation. Recent experiments carried out by
E. Kim and M. H. Chan in solid *He, seem to allow the existence of a practi-
cally suppressed superfluid fraction below 0.2K (~1-2%).

Early in the 60’s, Quantum Monte Carlo (QMC) methods emerged in close
relation to quantum many-body problems posed in the field of condensed
matter. The QMC approach is a fully quantum one (it does not rely on any ba-
sic assumption or approximation), which it is best suited to deal with systems
where quantum effects are dominant. The basic strategy underlying QMC
methods is stochastic, that is, random number generation and probability the-
ory are inherent to all of them. In this thesis, two different QMC techniques
have been used to investigate the ground-state properties of quantum solids,
namely, variational Monte Carlo (VMC) and diffusion Monte Carlo (DMC).
The VMC approach relies on the variational principle and it provides accu-
rate estimations of the total energy based on reliable models for the ground-
state wave function. On the other hand, the DMC method allows us to solve
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exactly the imaginary time-dependent Schrodinger equation of interest, pro-
viding asymptotically its ground-state solution. Accurate estimations of the
total energy and expected values of operators which commute with the Ha-
miltonian are yielded in this scenario with affordable computational effort.

Comprehensive studies of the energy and structural properties of the so-
lids cited above (made the exception of 3He) and Ne, which is a crystal in the
middle-way between quantum and classical behaviour, have been carried out
with the two mentioned QMC approaches. In the case of solid “*He, we have
also tried to shed more light on the issue of superfluidity. Actually, the spe-
cies investigated in the present work turn out to be representative elements
of the quantum solid class; the importance of quantum effects as well as the
dimensionality chosen for their study are assorted.
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General Introduction

Monte Carlo (MC) methods have been vastly used for solving a great va-
riety of mathematical problems for the last decades. From complex systems
to nuclear physics they have provided fruitful results and interesting new
approaches, due to their natural ability in dealing with huge numbers of vari-
ables and easy implementation on computers. Stochasticity, which in essence
includes probability theory and random number generation, is inherent to all
these techniques.

The name “Monte Carlo” was first applied by the scientists working on
the atomic bomb in Los Alamos (1940’s) to a certain class of mathematical me-
thods based on chance-game outcoming. They inspired in the famous city of
Monaco where is actually common to try one’s luck in drawing the dices and
roulettes. These stochastic techniques, which at the beginning were just didac-
tic examples and/or pure mathematical entertainment, have become power-
ful tools in simulating real systems.

The first quantitative MC result dates from the early 1950’s, when Metro-
polis et al. developed a probability based method to study the classical gas.
In this pioneering work [1], Metropolis et al. introduced a general method for
making feasible the generation of stochastic variables from non-trivial pro-
bability distribution functions. This method, known in short as Metropolis
sampling, has been applied for solving a great deal of problems in material
science, nuclear physics, condensed matter, etc.

Quantum Monte Carlo (QMC) groups the techniques which aim to study
atoms, molecules and electronic configuration at the regime of low tempe-
rature, where quantum effects have a fundamental role [2, 3, 4]. With these
methods it is possible to perform a fully quantum-mechanics approach at the
microscopic level and remove the constraints of variational theory or trunca-
tion series schemes [5] (Correlated Basis Functions -CBF- and HyperNetted
Chain -HNC-, Coupled—Cluster Theory -CC-, etc.). On the contrary, the con-
vergence to the solution in the QMC scenario, which is equivalent to CPU
time on practice, will depend on the complexity of the interactions and size
of the system.
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The central issue on this thesis is the theoretical study of bosonic quan-
tum solids at zero temperature through the quantum Monte Carlo appro-
ach. Quantum crystals, in contrast with their classical counterparts, exhibit
both large kinetic energies and mean squared displacements of the particles
around the equilibrium positions; these differences come from the light mass
of their constituents and weak interactions acting among them. Early in the
development of quantum mechanics, the importance of quantum effects in
the thermodynamics of these solids (*He, 3He, H,, etc.) was recognized. The
tirst theoretical models devised to deal with them assumed spherical particles
interacting through harmonic forces. Later on, most of the related works were
devoted to include the noticeable contributions of nonharmonic interactions
into this too simplified quantum description.

In fact, QMC methods is one of the best suited fully quantum approaches
for treating quantum solids. As it is shown in the following chapters, theo-
retical calculations carried out on them are obtained with high accuracy and
affordable computational effort.

Thesis’ Outline

The contents of this thesis are grouped in three different parts (Introduction,
Development and Conclusions).

The first one includes Chapters 1 and 2 and aims to give a general over-
view of Quantum Solid Physics as well as the computational methods we
have used to dive into it. This part does not fit to an exhaustive description of
such topics, but instead, to an exposition of the main concepts and the strate-
gies employed in the second part of this work.

The second part embraces from Chapter 3 to 6, and is devoted to the ex-
position of the results we have achieved in the last years within the field of
Quantum Solid Simulation. In Chapter 3, we present an exhaustive study of
two-dimensional Hz and D3 at zero temperature; also therein the superfluid-
like behaviour of a Hs film on different alkali substrates is investigated. Chap-
ter 4 contains a variational study of the ionic species LiH and LiD; the theore-
tical results concerning them are contrasted with some recent neutron scatte-
ring experiments. In Chapter 5, we report results for the ground-state energy
and structural properties of solid Ne; one of the purposes of this study is
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to shed some more light on the connections between scattering experiments
and quantum calculations of quantum solids. The last chapter of this part
is devoted to an accurate study of the energy, structural and superfluid-like
properties of solid He, the quantum crystal for excellence.

The last part corresponds to Chapter 7 (General Conclusions); therein, the
main results and conclusions reported in the second part of this work are
reviewed and presented together in order to provide a general view of them.

xii






Chapter 1
Quantum Solids and variational approach

1.1 Introduction

1.1.1 When a system is a quantum system?

If we were able to observe the atoms of a solid or a liquid while cooling them
down to a temperature of few kelvins, we would realize from a certain mo-
ment on that Newtonian Mechanics would not be correct. We would have
reached then the quantum regime of the system. The degree of quantumness
of a system may be drawn from the thermal De Broglie wavelength [6], ¥,
associated to a particle of mass m,

A= N (1.1)
V2mkpT
where h is the Planck’s constant, kg the Boltzmann’s constant and T the tem-
perature.

When the typical length of the system we are studying (interparticle dis-
tance a, for example) is comparable in magnitude to A*, Quantum Mechanics
is required. This can be understood by the overlap between wave functions
associated to different particles that appears when A\* ~ a and that gives rise
to quantum interference patterns. Hence, it can be deduced from relation (1.1)
that systems composed by light mass elements and at very low temperature
are clear candidates to present quantum behaviour.

Just as an example, if we think in a pub crowded of people where the
typical distance is of order 10~ 'm, we would refer to it as a classical system
because the De Broglie wavelength associated to a person of 60 Kg weight
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at a temperature of 300 K is around 10~2* m. In contrast, the corresponding
wavelength for an atom with few protons on its nuclei and at 1 K of tempe-
rature, would be of order 1071° m, a common scale in microscopic systems.
In this case, a full quantum approach would be required to get the relevant
properties of the atom. This means, to tackle the Schrodinger equation,
oV (r,t) R,
ith———— = ——VU (r,t)+ V (r) ¥ (r,¢ 1.2
2 = R (0, 1) + V(1) U (1) (12)
where V(r) is the interatomic potential. Once the wave function ¥ (r,t) as-
sociated to any particle or set of particles is known explicitly, the maximum
amount of information concerning it turns out to be accessible.

1.1.2 The QMC scenario

The study of strongly correlated quantum many-body systems has been for
several decades one of the most active areas in the field of condensed matter.
By strongly correlated system we mean a system where the interactions and
typical lengths are so, that particles can not be treated independently. This
fact implies that the whole wave function of such a system can not be des-
cribed exactly by a product of monoparticular states, but instead, by some
interparticle correlation functions.

Bearing in mind the arduous subject of quantum correlations, it should
be realized that solving the Schrédinger equation corresponding to a many-
body interacting system could result in an extremely complicate, and in most
cases impossible, task. Quantum Monte Carlo (QMC) methods emerged in
close relation with problems of this type; originally they were applied suc-
cessfully to the study of helium, the paradigmatic quantum fluid, and soon
became settled between the best well suited tools devised to deal with these
problems.

The QMC method is a microscopic approach (the only input is the inte-
raction between particles) which allows us to solve stochastically the ima-
ginary time-dependent Schrédinger equation of the system. Many different
techniques have been developed on this and related frameworks along the
last decades (Green Function Monte Carlo -GFMC- [7], [8], Diffusion Monte
Carlo -DMC- [9], Path Integral Monte Carlo -PIMC- [10], etc), and they have
provided very accurate results, in excellent agreement with experiments, and
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deep physical insight. Moreover, when tackling specific condensed matter to-
pics with few or inexistent experimental evidence (helium and hydrogen clus-
ters [11, 12], low dimensional systems at ultralow temperature, etc...) QMC
predictions are usually taken as benchmark results which can motivate expe-
rimental challenges.

Although these numerical methods are highly suitable to use in problems
where Quantum Mechanics is crudely demanding (quantum dots, neutron
matter and light nuclei, molecular systems, etc), their effectiveness decreases
when the number of particles or degrees of freedom , IV, is increased (typi-
cally N ~ 10273), since the growth of computational effort raises according
to N273. The rapid development of computing machinery together with the
design of new and more efficient algorithms can alleviate to some extent this
requirement. In fact, few problems (quantum dynamics in general, electronic
structure in real materials, biophysics problems,...) still have not been tackled
satisfactorily using this approach because either it is not possible in practice
or the proper methods are still under development. Nevertheless, this is not
the case of the topics exposed in the present thesis.

Next, we present a general microscopic and thermodynamic description
of quantum solids, often comparing them with their classical counterparts.
Further on, we make a brief review of the variational approaches to get a
deeper insight on present Solid State subjects and also an understandable
description of the models used in the simulations. To this end, we also bring
up some notes about related aspects in liquids, which historically were first
devised and actually represent the starting stage of the simulation of solids.

1.2 Quantum solids

1.2.1 General properties

Solid phase is characterized by the periodic distribution of particles accor-
ding to a precise Bravais lattice defined by a set of primitive vectors [13, 14].
Within a classical framework and in the low temperature regime, these parti-
cles rest practically frozen and centered on their lattice positions (defined by
linear combinations of the primitive vectors) since the atomic motion is only
motivated by thermal excitations, and the crystalline order corresponds to the
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configuration of minimum free energy. This fact is reflected on the Classical
Equipartition Principle [15], which states that the kinetic energy per particle
of a N-body system is proportional to the temperature.

1 class _i i 2 _§
N<Ek >_N<2mP >_2kBT (13)

As a consequence of the well-defined periodicity in classical solids, structural
functions like the pair-radial distribution function and static—structure factor
present sharp peaked shapes (see Figure 1.1). Indeed, these structural cha-
racteristics together with the whole thermodynamic properties, are deduced
from the Maxwell-Boltzmann statistics which assumes that particles are dis-
tinguishable.

25 r 1

15

g(r)

05 | | ;‘; P

r(A)
Figure 1.1: Pair-radial distribution functions corresponding to a quantum so-
lid (solid line) and a classical solid (dashed line) at the same density and hcp
symmetry. The peaks in the classical case are divided by a factor 20 in order
to provide a more easy comparison.

However, the description made above is not valid for quantum solids.
Although the periodic order is maintained, particles in quantum solids move
noticeably around their lattice sites, not only due to thermal excitations but to
their inherent quantumness (see Figure 1.2).
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Figure 1.2: The excursions described by particles around the lattice points in a
quantum solid are comparable to the lattice parameter. In the figure, the suc-
cessive positions of some Hy molecules in a VMC simulation are connected
with a solid line.

Behind this statement there is the Uncertainty Principle of Heisenberg,

2

(Az)? (Apy)? >

y (1.4)

where Az = 1/ (22) — ()? and Ap, = 1/ (p2) — (p,)? are respectively the un-
certainties of coordinate x and momentum p,. [16]. In virtue of (1.4), the ab-
solute location of any particle, namely Ax = 0, is no more possible because
otherwise it would imply an inconsistent infinite uncertainty on its momen-
tum, Ap, — oo. Therefore, quantum particles are in motion, even at zero
temperature.

From relation (1.4) it can be derived an equivalent one which is more ap-
propriate for solids

2

(E}) = ;’—m (u?) = (Az)? + (Ay)? + (A2)?

(u?) (Ey) >

9h2
= 1.5
3 (1.5)
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that is, expressed in terms of the mean squared displacement (u?) and mo-
noparticular kinetic energy (Ey).

Quantum solids are properly characterized by large kinetic energies per
particle and large mean squared displacements around the equilibrium posi-
tions. By large it is meant a kinetic energy similar in magnitude to the short-
range interactions (> kg7, and a mean squared displacement comparable
to the distance between two neighbouring positions in the crystalline lattice.
In accordance with the previous definition and relation (1.5), quantum solids
must be composed of light particles. However, this condition is not sufficient
for considering a solid as a quantum solid since it is also necessary to take into
account the strength of the interparticle interactions. Thinking about energy
minimization, one realizes that particles interacting via strongly attractive po-
tentials would tend to remain close to the equilibrium positions because the
increase in the kinetic energy due to the effect of location (see equation 1.5)
is lower than the gain in cohesion. As a consequence of this, representative
quantum solids must be composed of particles of light mass interacting via
weakly attractive potentials in order to fulfill the conditions of large kinetic
energy and mean squared displacement.

The relevance of quantum effects on a certain atomic species, can be de-
duced a priori through the de Boer parameter [17]

h

meo

A = (1.6)

where m is the atomic mass, e the well depth of the interparticle pair-potential
and o is the core of the atom (defined as V(o) = 0).

This indicator is proportional to the quotient between the de Broglie
wavelength (1.1), substituting kg1 by ¢, and the length scale o. The greater
this parameter is the more relevant quantum effects are in the description of
the solid. The A* parameter decreases rapidly when increasing the mass of
the atoms and the strength of the attractive potential, that is, moving towards
the classical regime (some illustrative values are shown in Table 1.1).
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Crystal | ¢(K) |o(A)| A*
3He 10.22 | 2.556 | 2.89
1He 10.22 | 2.556 | 2.50

Ne 49.05 | 3.054 | 0.54
Ar 153.52 | 3.741 | 0.17
Kr 210.45 | 3.999 | 0.10
Xe 296.27 | 4.355 | 0.06

Table 1.1: Quantum de Boer parameters corresponding to rare gases crystals
(found in Refs.[30, 32]).

Quantum statistics and particle exchanges

According to Quantum Mechanics, identical particles grouped within the
same system are indistinguishable. The general wave function describing
them can only be symmetric or antisymmetric under particle exchange. If we
think on a set of IV particles of the same species, each one labeled with index
1,2,...,N and all governed by the wave function ¥(rq,rs, ..., rn), the previous
sentence states that

U(rqy,ro,...rn) = ¥(re,ry,...,rN) if symmetric
U(rq,ra,....,rn) = —¥(rg,rq,...,rn) if antisymmetric,

where subindexes 1 and 2 are exchanged arbitrarily.

At the same time, particles are classified into two different categories
depending on their spin number: boson (integer spin number) or fermion
(half-integer spin number). As a consequence of the spin—statistics theorem
enunciated by Pauli in 1940 [18], any system composed of identical bosons
must be described by a symmetric wave function, and complementarily, any
system composed of identical fermions must be described by an antisym-
metric wave function. This general classification of quantum systems into
bosonic or fermionic, implies two different statistics [15], namely the Bose
and Fermi statistics. Certainly, these two statistics lay on the explanation of
any many-body quantum phenomenon occurring in the low temperature re-
gime (Bose—Einstein condensation, superfluidity, etc.), and they consistently
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tend towards the Maxwell-Boltzmann one (1.7) as the classical regime is ap-
proached (T>>0K).

As it has been exposed above, particles composing the same quantum sys-
tem are indistinguishable and therefore can not be labeled in order to be iden-
tified. In solids, however, the interactions of a particle with the rest of the
system force it to remain near certain equilibrium position; in fact, the diffu-
sion of the particles within crystals is drastically reduced in comparison with
the liquid or gas phases. In these conditions, particles turn out to be rather lo-
calized and quantum exchange processes just would involve atoms in neigh-
bouring positions. Presumably, the exchange rate in such processes depend
on the temperature, strength of the interactions, atomic mass and density (in
analogy with the tunnel effect).

For instance, quantum exchanges in crystal 3He are crucial to understand
its magnetic nature [19, 20]. Spin atomic exchanges in this fermionic solid
may involve permutations of pairs, triplets and more particles (multiple—
exchange model), and occur roughly every 10° atomic vibrations. Concerning
solid 4He, recent experiments at very low temperature (few tenths of K) seem
to allow the possibility of a supersolid phase (a long-standing speculation),
based on the observation of a non—classical inertial response (NCIR) to
rotation [21, 22]. The NCIR phenomenon could be explained in terms of
atomic diffusion within the solid, which indeed requires from active particle
exchanges (probably vacancies and/or some other types of crystalline defects
might play an important role on this issue). Nevertheless, it is worth noticing
that atomic exchanges in quantum solids have a negligible effect on the total
energy and related thermodynamic properties (as it will be shown later),
since the energy scale involving them is around the mK.

Momentum distribution and anharmonicity

The momentum distribution of a system, n(k), yields the probability for
any arbitrary particle of having momentum p = 7k. In a classical framework,
the momentum distribution of isotropic solids, liquids and gases are descri-
bed by the Maxwell-Boltzmann (MB) distribution [23, 24]
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V(x)

-10

Figure 1.3: The mean potential (arbitrary units) felt by one particle (huge
point) around its equilibrium position in a certain quantum solid as a result
of the interaction with the rest of the system (solid line). The dashed line cor-
responds to a general harmonic potential.

wr (1 52
n(k)" " = e 2 (1.7)

2T

where a = mkpT/h?%. In fact, this distribution is deduced assuming distin-
guishable particles and treating their respective momenta, p’s, and positions,
r’s, as independent variables; as a consequence of this n(k) does not depend
on the interparticle interactions V(r). Therefore, it is straightforward to de-
duce with Eq. (1.7) the kinetic energy per particle for any classical system
(second moment of the n(k) distribution), which is equal to %k: gT (in accor-
dance with the Equipartition Theorem).

As far as one could expect, n(k) in quantum systems is different from
n(k)MP because of the non-commutability between the atomic momentum
and position operators, and indistinguishability as well. Few experimental
determinations of n(k) in highly quantum systems are found to date (liquid
and solid *He [25, 26], liquid Ne [27] and H atoms in KH2PO4 [28]). Due to
its difficult extraction from scattering data, Quantum Monte Carlo methods
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are at present the most suitable theoretical approaches to provide reliable
knowledge on this subject [29, 10].

There are not physical arguments to predict the shape of n(k) in a highly
quantum solid. Recent experiments and theoretical predictions seem to rule
out the possibility of a Gaussian form (made the exception of Ref. [29]). One
illustrative example is yielded by solid 4He at T~2 K, in which the experi-
mental momentum distribution is observed to be more sharply peaked than
a Gaussian due to larger occupations of the low momentum states [26].

Another special characteristic of quantum solids is their anharmonicity,
which is assessed in the neutron-scattering experiments at high momentum
transfer [30, 26]. Due to large excursions of the atoms around the crystalline
sites, the repulsive region of the pair-interaction with the nearest neighbours
is sampled, and subsequently, harmonic approximations of the mean po-
tential felt by any particle become inaccurate [30]. In Figure 1.3 the mean
potential felt by an arbitrary particle as a result of the interaction with the
rest of the system, is schematically depicted around its equilibrium position.
As can be observed in the figure, an harmonic assumption of such mean
potential would inevitably be a too simple approximation.

Thermodynamic properties

Early in the development of Quantum Mechanics, the importance of quan-
tum effects in the thermodynamics of solids at low temperature was recog-
nized. The first successful attempt assumed the particles as simple points
which interact each other through harmonic forces (Debye model). Subse-
quently, most of the theoretical efforts regarding the thermodynamic be-
haviour of solids at low temperature (Self-Consitent Phonon theory, ab initio
Molecular Dynamics, etc.) have been devoted to include realistic deviations
from this harmonic model (anharmonic effects).

In 1912, P.J.W. Debye extended the Einstein model of solids by including
the contributions of low—frequency phonons. Particles in this model are con-
sidered as points which interact through harmonic forces. The Hamiltonian of
such a model allows certain linear coordinate transformations which decou-
ple the system into a collection of 3N one-dimensional and non-interacting
harmonic oscillators, with frequencies ranging from zero to the cut—off up-
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Crystal | 0p(K)
Diamond | 2200
Titanium 420

Silver 225
Ice 192
Helium 25

Table 1.2: The Debye temperature, §p, corresponding to different substan-
ces [31] at 298 K. Helium’s one corresponds to “He at 1 K [30].

per limit wp (Debye’s frequency) [15]. The main achievement of this model is
the T? dependence of the heat capacity in solids at low temperatures, and the
Dulong-Petit law at high temperatures,

3
L= Nk () T < 0p
3Nkp T>0p

cPb = (1.8)

where NV is the number of longitudinal phononic modes and 6 p is the Debye
temperature. The Debye temperature yields the temperature at which thermal
individual excitations and phononic collective excitations turn out to be of the
same order,

hwp
Op = —=
D kg
1 2\ !
Wi = 187%p <—3+—3> (1.9)
¢, Cr

p being the particle density and c, (cr) the longitudinal (transverse) speed of
sound. In Table 1.2, we have listed some crystals and their corresponding De-
bye temperature; it is observed that when atomic bonds become more cons-
trained 6p increases. This occurs because the speeds of sound appearing in
equation (1.9) will increase if the compressibility of the material is decreased.
Hence, from a thermodynamic point of view, quantum solids are characteri-
zed by low Debye temperatures, owing that the soft interaction among the
atoms provides high compressibilities, and then, small speeds of sound.
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Figure 1.4: Schematic representation of various crystalline point defects (from
top to bottom: interstitial, substitutional and vacancy).

Regarding the thermodynamics of the melting transition, quantum
solids are also peculiar. In melting transitions, it is generally accepted the
Lindemann’s criterion, which asserts that the ratio between the radial mean
squared vibrational amplitude and the interatom spacing, v = (u?)'/2/R, is
constant along the melting curve. However, this is not the case for helium,
the quantum solid per excellence, where v reduces as the melting pressure
increases [30]. It is noted, however, that crystals in the middle-way between
quantum and classical behaviour (Ne and Ar, for instance) still fit quiet
correctly to the melting Lindemann’s model [32].

Vacancies and other crystalline defects

Crystal defects (point, line and /or plane types) are easily created on quan-
tum solids due to the large zero point motion of the atoms. Point defects such
as vacancies (see Figure 1.4) have attracted special attention during the last
decades; some theoretical calculations have suggested that they might exist
on such solids even at absolute zero [33]. From a classical point of view this
hypothesis has nonsense because it would imply a total non-zero entropy
which would violate the third principle of thermodynamics.
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Apart from this illustrative quantum-—classical confrontation, other special
features are expected from vacancies at ultralow temperatures. For instance,
in solid 4He the zero—point vacancies must behave like bosons, and therefore,
could undergo a Bose-Einstein condensation (BEC). This reasoning leads to
a plausible argument in favour of the aforementioned supersolid transition
in “He. However experimental attempts focusing on the observation of such
zero—point vacancies have not succeeded to date, owing to their extremely
small concentration (x§* <6-1077) and the low critical temperature required
for their condensation (T. <1.5 mK) [35].

It is worthwhile noticing the increasing of technological and fundamental
interest in crystalline defects; these types of excitation are present in a great
deal of quantum processes and different systems (crystal growing, semicon-
ductors, optical excitations, etc.), which are being nowadays the objective of
intensive research [36, 37].

1.2.2 Variational approach

Essentially, atomic pair-potentials are characterized by a strong repulsion at
short distances (hard—core) which describes the overlap between electronic
clouds of different atoms, and a weak attractive tail resulting from the dipole-
dipole interaction at long distances (see Figure 1.5).

The variational approach is a well suited method for carrying out ap-
proximate calculations on the ground state of an interacting many-atom (or
molecule) system. The advantages of this approach rely on two facts: 1) repul-
sive divergences coming from the interparticle interactions can be avoided
with a careful choice of the trial wave function, which indeed must be null on
there, and 2) the variational method provides upper bounds to the ground-
state energy whose quality can be progressively improved by devising more
and more accurate trial wave functions.

The trial wave function, ¢, depends on the degrees of freedom of the
represented system (atomic positions, total spin, angular momentum,...), and
contains some variational parameters to be optimized. This optimization re-
lies on the variational principle, which asserts that the expectation value of a
given Hamiltonian with an arbitrary wave function, 17, will always exceed
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Figure 1.5: Atomic radial pair—potentials are characterized by a nearly hard-
core at short distances and a weak attractive tail. In the figure, the Lennard-
Jones potential for helium is represented (V' (r) is in K and distance r in A).

the corresponding exact ground-state energy F( with exact wave function ¢,

do | H|do) _ (Yr | H |¢r)

_
Fo= (¢ | ¢o) (Ur | Yr)

- Fr . (1.10)

<

In 1965, McMillan applied the method of random number generation from an
arbitrary probability density function (proposed few years before by Metro-
polis et al. [1]) to the study of quantum systems for the first time [38]. This
method, known as variational Monte Carlo (VMC), was first devised to in-
vestigate the liquid phase of “He, and nowadays it is widely used in a great
variety of quantum problems (electronic structure [39], systems in confined
geometries [40], nuclear physics [41], etc.).

The trial wave function proposed by McMillan was a Jastrow factor v 7 [42,
43] expressed as a product of radial pair—correlation functions, f5, depending



Chapter 1. Quantum Solids and variational approach 15

on the relative distances between the particles, {r;;},

N
Yy(ry,re, ..., IN) = HfQ(Tij) : (1.11)
§>i
He used a model,
_l(L>C
fo(rij) =e *\" (1.12)

which fits the asymptotic solution of the time-independent Schrédinger equa-
tion at short distances corresponding to the two—particle problem, assuming
a Lennard—Jones (L-]) interaction,

V(r) = —de [(%)6 - (%)12] . (1.13)

The function in (1.12) is hereafter referred to McMillan pair—correlation fac-

1 .

0.8

0.6

fo(1)

04

0.2

r(A)

Figure 1.6: McMillan two-body correlation factor. The repulsive core of the
potential is avoided approaching f; to zero at short distances.

tor (it can be also found in the literature referred to Schiff-Verlet factor). The
zero cut-off and sharpness of f; are both controlled by the parameters b and
¢, respectively; for instance, in the case of bulk liquid *He near equilibrium



Chapter 1. Quantum Solids and variational approach 16

(0=2.556A and ¢=10.22K), the values b = 1.30 and ¢ = 5 yield the best varia-
tional energy quoted with ¢ ;.

McMillan pair-correlation function has been widely used in the study
of condensed matter systems using both L-] and more realistic potentials.
The reason for this is that short-range correlations are treated in an accurate
and feasible manner. The ground-state energy of liquid 4He, for example, is
around 2 K above the experimental result, which is -7.17 K [38].

Nevertheless, McMillan pair-correlation factor is manifestly not the opti-
mal one because it does not deal with the middle and long-range correlations.
An illustrative example of this is provided once again by helium, where the
asymptotic dependence of the static—structure factor, S(k), when k — 0 is Ak
(A being a constant) , which implies the behaviour fy(r) — 1 — A/r? when
r — 0o, not included in function (1.12).

The full way to obtain the optimal pair—correlation factor would imply to
solve the Euler-Lagrange equation

0 (H)
(5f2 (’I“)
through an iterative and self-consistent procedure. It has been shown [44]

that the solution of Eq.(1.14) integrates optimal intermediate and long-range
behaviours; however, the gain in the binding energy per particle with respect

=0 (1.14)

to (1.12) is not large (approximately 0.2 K in “He).
Among the various proposals for improving fs, we remark the one pro-

posed by Reatto [45] which incorporates approximately middle-range struc-
ture through the expression
1/b\° L
fa(r) = exp [—5 (;) 5 &P

r—\2
A
A, band A being variational parameters.
Apart from improving the variational description by modifying the pair—
correlation factor, one may introduce higher-order correlation factors,

] , (1.15)

N N
Yyr(ri,re,..,rn) = Hf2(7”z'j) H £3(7i5, ik, Tjk) - (1.16)

i<J 1<j<k
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This approach was first pursued for liquid “He by Chang and Campbell in
the framework of Correlated Basis function theory (CBF) [46]; the improve-
ment in the energy introduced by (1.16) was variationally calculated giving
an upper bound only 5% higher than experiment. Variational estimations of
the ground-state energy in solid helium are also notably improved by the
introduction of three-body correlation factors [48].

Some of the QMC techniques used to simulate bulk systems demand the
explicit declaration of the condensed phase to be studied, contrarily to classi-
cal simulations or other fully quantum approaches. Indeed, this implies that
quantum solids and liquids belonging to the same chemical species are simu-
lated differently; in our case, this is accomplished through the specific form of
the trial wave function. In the case of solids, the most widespread used trial
wave function presents the form of a localized Jastrow factor, 1 ¢, which is
commonly referred in the literature to the Nosanow-Jastrow model,

N N
Ysa(ry,ra,.en) = [ [ f20ri) [ [ &1 (v — Ral) - (1.17)
i>j i
Early in the 60’s Nosanow suggested this function to deal with solids [49],
and few years later, Hansen and Levesque carried out the first variational
Monte Carlo calculation in crystal 4He and 3He with it [50, 51]. The £, factors
in (1.17) are adopted in the form of (1.12), and the one-body factors g; usually
are expressed as Gaussians,

g1(|r; — Ry[) = ¢ zallm-RiD* (1.18)

These one-body factors introduce the position of the crystalline lattices (sites)
defined by the vectors {R;}, and localize the particles around them. On the
other hand, the pair-correlation factors f2(r) correlate the relative motion bet-
ween pairs of atoms as in liquids.

The variational parameter in g;(r), a, is related to the mean squared dis-
placement of the particles from their equilibrium positions. If two-body cor-
relation factors are not included in v ;5, the resulting trial wave function cor-
responds to the exact solution of N uncorrelated particles moving around po-
sitions {R;} under the effect of an external harmonic trap of frequency w="2.

In this case, the mean squared displacement corresponding to any particle is
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N _1l, 2
Rl 2 Ri) d i
Z 7) 2 o 3V3 (1.19)

1 ~ )
galri— )drl Vra

which depends inversely on the parameter a. According to this uncorrelated
model, when the Gaussian factors are stressed (a is increased), the mean
squared displacement (1.19) would decrease and the kinetic energy per

h‘“"m:%hw) would increase (consis-

particle (equal to the harmonic one (E})
tent with the uncertainty principle of Heisenberg (1.4)). Otherwise, if the
Gaussian factors are spread (a is decreased) the mean squared displacement
would increase and the particles would become less localized. However,
although the g; factors by themselves can reproduce some of the main
features in quantum solids, pair—correlation factors are required to yield their

trustworthy description.

When attention is paid to equation (1.17), one realizes that 1 ;¢ is neither
symmetric nor antisymmetric under particle exchanges, and also, that trans-
lational invariance is missing. Taking into account the arguments exposed in
the previous subsections, one must realize that these mathematical properties
are physically incorrect:

Yja(r1,re,....,rN) # Yy (re,ri,...rN)
Vg (r1,r2,....,rn) # Yyg(r1+R,r2+R,..,rn+R) .

Nevertheless, it has been checked variationally in several crystalline systems
that this lack of symmetrization of the trial wave function does not affect the
calculations of the static properties, as for example the energy and related
thermodynamics functions [52, 10]. This occurs because exchange of particles
in bosonic solids are relatively infrequent, and also, because their contribution
to the total energy is worthless (on the scale of mK).

Several variational approaches have focused on the design of trial wave
functions for solids correctly symmetrized [52, 53, 54]. In the case of bosonic
solids, the first proposal, in analogy with the Slater determinant for fermions,
is a permanent of g; factors

> gi(ri —Ro g1 (Jr2 = Rop|) g1 (v — Royl) (1.20)
{03}
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where the summation runs about all possible permutations of particles
among the sites of the lattice. However, the present state of the art in the com-
putation of an Nx/N permanent is still rather demanding for our purposes
(2N~1N operations per permanent [55]) making this option not manageable
in practice.

A possible solution to this problem is provided by the Shadow Wave Func-
tion formalism (SWF) [53], which introduces some subsidiary (shadow) vari-
ables in the trial wave function in order to avoid the explicit introduction of a
lattice structure,

EYEr) = / Q(r,S) dS

Q(r,S) = exp —% Zu(n—j) - Z o(rg —sk) — Z v(sim) | - (1.21)

1<j k I<m

In equation (1.21) u(r) and v(s) are functions which describe separately the
correlations between the real and shadow particles, while ¢(z) accounts for
the mixed real-shadow interactions. This approach provides only a gain of
few tenths of K in the variational binding energy of solid “He respect to the

15 case. Unfortunately, the sampling of the trial wave function 5"

is very
time—consuming, and contrarily to 1 ¢, its present range of applicability is

restricted to the variational level.






Chapter 2
Quantum Monte Carlo methods

In this chapter we present an introduction to the variational Monte Carlo
(VMC) and diffusion Monte Carlo (DMC) methods, which are the main com-
putational tools used to obtain the results reported on this work.

The term Quantum Monte Carlo (QMC) covers several techniques which
are aimed to describe the quantum states of an interacting N-body system.
Common strategies range from providing approximate values of the total
ground-state energy up to solve the imaginary-time dependent Schrodinger
equation. The general approach adopted in QMC calculations is stochastic.
For instance, the DMC strategy relies on successive iteration of short-time
approximations for the N-body Green’s function. On the other hand, VMC
implements efficiently the evaluation of multidimensional integrals based on
trial models for the wave function and the variational principle.

Some basic elements of probability theory and random number genera-
tion are put forward in section 2.1. In the same section, we introduce the con-
cept of importance sampling, devised to improve the sampling efficiency, and
the general Metropolis algorithm. Next on, in sections 2.2 and 2.3, we properly
described the VMC and DMC methods and attach pseudocodes of both me-
thods. Finally, in section 2.4 we explain the pure estimator technique which
allows for exact estimations of any operator which does not commute with
the Hamiltonian.

21
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2.1 Introduction to MC methods

Generally, physical problems which can be tied to a probability density func-
tion (pdf) are treated with simulation when the complexity in solving them is
quite demanding (i.e. the number of independent variables is rather large).
In a general sense, simulation means to evolve the physical system of in-
terest statistically, that is, according to one (or several independent) pdf(s).
Therefore, once a problem is mathematically modelized the central issue of
simulation is to provide successive sequences of random numbers generated
according to the pdf(s) governing it.

2.1.1 Random walks and the Metropolis algorithm

Let’s consider a general pdf, f(x), depending on a continuous variable x de-
fined in the R-space. It is assumed that the analitycal form of f(z) is known
and that it is linked to some problem we want to solve with simulation. Then,
the arising question is : how can one generate sequences of random num-
bers according to f(x)?. By sequences of random numbers generated according
to f(x) we mean that if we construct an histogram with the numbers obtai-
ned in the simulation, {x1, 22, ..., zx} (assuming N — o0), the height of each
box centered on z; (width Az <<1) would be proportional to the probability
f(zi)Az; (see Figure 2.1).

Basically, there are two strategies to do this: a direct estimation, based on
change of variables, and the Metropolis algorithm. In this subsection, we only
comment the second one which is the more general and allows the sampling
of multivariate functions (see p.e. Ref. [59] for a comprehensive explanation
of the first). The Metropolis algorithm [1], also known as the MR?T? me-
thod, is presented next without performing its rigorous proof; the objective
of the present subsection is mainly descriptive. Straightforward and tutorial
reviews on the topic can be found in References [2, 59, 60].

The Metropolis method starts assuming an initial value of the z variable.
As a requirement, we must be able to generate random movements from a
certain transition probability distribution T'(x — z’). Such transition probabi-
lity distribution fixes the probability for moving from point z to =’ within an
allowed interval [0, L]. In fact, some computational routines of random num-
ber generation [61], may fulfill the proper conditions of transition probability
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Figure 2.1: Histogram concerning a serie of radom numbers (boxes) generated
according to a Gaussian pdf (solid line). The width of the boxes in the graphic
have not been assumed Az <<1 in virtue of a better understanding.

distribution; one trivial example is built up with the uniform pdf (hereafter
referred to U(0,L)), which generates any real number within the interval [0, L]
with equal probability, that is, T'(z — z) = 1/L.

Let’s assume a certain value of the variable x, namely z;. Then, the
next random point in the sampling of f(x), z;4+1, is generated according to
(Metropolis step):

— Generate a random shift of the variable x from T(xz — '),
' =x; + ¢
— Accept the trial move to x’ with probability
A(z; — 2') = min <1, %)

— If 2’ is accepted x;11 = 2/, otherwise 11 = x;
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The acceptation step is easily carried out by comparing A(z — z’) with
an arbitrary output, ¢, of the uniform distribution U(0,1) : if A(x — 2/) > €
accept 2/, otherwise reject it.

After an equilibration period, a probabilistic steady equilibrium in the x—
space must be reached. This equilibrium implies that the probability of going
from position z to position =’ must be equal to the probability of going from
position z’ to position z (detailed balance condition)

f@)P(z — a') = f(@")P(2’ — x) (2.1)

where P(a — b) = T'(a — b)A(a — b) is the probability of proposing move-
ment a — b and then accept it.
Certainly, from equation (2.1) it is deduced the complementary condition

Aw—a) _ Tl = )f(@)
Al - z) T(x—2)f(z)

2.2)

which is properly accomplished by the acceptance distribution A(z — z')
proposed in the previous sketch. It is worth noticing that in most cases the
use of symmetric probability distributions, that is T'(z — z’) = T(2/ — z),
could result advantageous from a computational point of view, owing that
A(z — ') reduces to min (1, f(z')/f(z)) and the random displacements are
easily generated with the uniform or Gaussian distributions.

Concerning the technical aspects of the simulation, it is mandatory to take
into account the acceptance rate of the proposals to discern if the sampling
is being effective or not. A common agreement is that it should be ranged
between 50-75%.

Despite we have restricted the above description to the one-variable case
f(z), the Metropolis method is in fact the best suited strategy (if not the only)
to sample multivariate functions (f(R), where R = {z1,x2,...,xn}). The in-
crease in the number of variables does not imply more involved calculations,
just additional computational effort, since the move of each variable is ap-
plied independently and the collective displacement R — R’ is accepted or

rejected according to A(R — R’) = min (1, %)-
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2.1.2 MC integration and importance sampling

MC methods are well suited tools for computing integrals.

I= /b h(x)dx (2.3)

From the MC point of view, the definite integral in Eq.(2.3) is estimated
through the mean value of function h(x) over a set of points {x1,z2, ..., zar}
generated from the U(a,b) distribution.

b M
= / h(z)dz ~ % S h(a:) 2.4)
@ i=1

The crude MC estimation (2.4) would become exact if M was infinite. Howe-
ver, this is never the case and as any statistical estimation requires we must
compute its variance , oy, to get a qualitative idea of its accuracy.

) 1 1 < ) 1 ’
7= G leh(mi) — M;h(mi) (2.5)

Importance sampling in MC is a strategy devised to decrease this variance

by making the sampling of I more effective. Basically, it consists in dividing
and multiplying the integrand h(z) by a new pdf f(z).
> 26)

I— /ab h(z)da = /a” <%> f(z)de ~ %i (;g;

Now, in expression (2.6), the set of points {z1,x2,...,xp} is not generated
from U(a,b) but from the new pdf f(z). It can be proved analytically that as
far as f(x) resembles to h(x), while maintaining constant A/, the variance re-
duces [62]. Another advantage of importance sampling with respect to crude
MC integration, is that the integral of an arbitrary integrand containing some

singularities can be computed by choosing f(x) conveniently.
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2.2 Variational Monte Carlo (VMC)

The VMC is an approximate method which relies on the variational principle,

H
By — <YrilYr >
<trlpr >

where FEj is the exact ground-state energy corresponding to the Hamiltonian

2.7)

H, and 97 is the function proposed to mimic its ground state (trial wave func-
tion, twf). In fact, the accuracy of variational calculations depend enterely on
the resemblance between the trial wave function and the true (though un-
known) ground state. Generally, {7 is expressed in terms of some parame-
ters that may be chosen in virtue of total energy (and/or energy variance)
minimization: the lower the associated trial energy Er is, the better energy
description of the system is attained.

The VMC strategy relies on the computation of ground-state properties
expressed in the appropriate integral form

1 M
Er = /T/JTH¢§“dR = /EL(R)|1/JT|2dR = > EL(Ry). (2.8)

Making use of the contents exposed in the previous section, equation (2.8)
turns out to be understandable: the total energy Er is calculated by evalu-
ating the local energy estimator, Er,(R) = Hyr/¢r, in each of the random
points generated according to the probability distribution |¢)r|?. This appro-
ach results feasibly affordable with the Metropolis algorithm, since 7 is a
multivariate real function depending on the positions of the IV particles con-
forming the quantum system under study.

The VMC method is then doubly—valued. On one hand it provides physi-
cal insight of the quantum system, and on the other, selects good-quality trial
wave functions required for effective samplings in more involved methods
like for example diffusion Monte Carlo.

The following is a general sketch describing a VMC step,

— Assume an initial point R = {x1,x2,...,xN}

— Propose a symmetric move of the system, R — R’
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— Evaluate the acceptance factor A(R — R’) = min <1 WT(R/)F)

(R

— Apply Metropolis accept/reject criterion

— If accept update positions (R’ — R), otherwise continue
— Calculate local energy Er, (R)

— Accumulate statistics and go to the next step.

After iterating some VMC steps a steady probabilistic equilibrium is
reached. From then on, one accumulates statistics to estimate E7 correctly.

2.3 Diffusion Monte Carlo (DMC)

DMC is a method which enables us to calculate the exact ground-state
energy and related eigenvalues of the many—particle system of interest at
zero temperature. The DMC technique is based on a short-time approxima-
tion for the Green’s function corresponding to the imaginary time-dependent
Schrodinger equation, which is solved up to a certain order of accuracy within
an infinitesimal interval A7. This method is simpler than domain Green func-
tion Monte Carlo [7, 8], but contrarily presents some (A7)" bias coming from
the factorization of the imaginary time propagator e~ H,

The simplest DMC implementation (linear DMC, accurate up to order
(AT)?) presents a systematic A7 bias which is removed by studying the linear
dependence of the results with A7, and then extrapolating to A7 — 0. Ho-
wever, second-order algorithms (Quadratic Diffusion Monte Carlo -QDMC-,
accurate up to order (A7)?) control more efficiently the time-step bias in the
sense that the A7 — 0 extrapolation is nearly eliminated by choosing a suffi-
ciently small Ar.

Some years ago, Chin [56] developed and proved the quadratic efficiency
of second-order propagators in several models. Since then, this quadratic
DMC approach has been used in the microscopic study of quantum fluids
and solids, mainly “He [57] and 3He [58], and it is the one implemented in
our codes. In the following, the DMC method is described with some detail
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putting special emphasis on the particular QDMC case.
Given an arbitrary Hamiltonian, H, expressed in the form

N h2 ) N N
H=- Zzl Q—mivz‘ + ; V(i) + 121 Veat(ri) (2.9)

where m; is the mass of the i particle, V (r;;) the interparticle interaction and
Vext(r) an external potential field, the corresponding Schrédinger equation is

L OVRY)

5 = H-E)U(R.1) . (2.10)

where E ~ Ej is a constant. This equation can be formally solved by expan-
ding the solution ¥ (R, ¢) in the basis set of eigenfunctions {¢,, }

V(R 1) =Y cpe i BFg, (R) (2.11)
n=0
where

Indeed, when equation (2.10) is solved in imaginary time, that is 7 = it, the
corresponding solution (2.11) would tend to the ground state ¢ for an infinite
imaginary time, 7 — oo, because the rest of the terms within the summatory
would vanish (E, > E if n # 0),

lim ¥ (R,T) - Co(bo . (213)
At the same time, the expected value of the Hamiltonian also would tend to
the ground-state value Ej.

lin SYIHY) _ (do[Hgo) _ By (2.14)

1m
700 (W[W) (¢oldo)
Making use of the hermiticity of the Hamiltonian, it is stated that

(¢o[H[do) _ (¢o[H|¢r) ’ (2.15)

(¢o| o) (dolvr)
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where ¢ it is a convenient trial wave function. Hence, the ground-state
energy in the configurational space of the particles, R = {ry,ra,...,rn}, is
calculated by solving the integral

Ey= lim | EL(R)f(®R,7)dR (2.16)

T—=00 [y,
where f (R,7) = ¥ (R, 7)¢7 (R), and E, (R) is the local energy defined as

Hyr (R)
EL(R) R (2.17)
The introduction of ¢z (R) in f (R, ) corresponds to importance sampling
which, in fact, improves the accuracy in the computation of the integral (2.16)
by introducing explicitly that {7 (R) = 0 when r;; < o (core of the inter-
atomic interaction).
From (2.10) it is derived the imaginary time evolution of the probability
distribution function f (R, 7) (making i = m,; = 1),

COfFRT) _%v%{f (R,7) + %VR (F(R) f(R,7)) +

or
(EL (R) - E) f(R,7) (2.18)
where F (R) = 207 (R) ™ V7 (R) is called the drift force, in spite of having

velocity units. Equation (2.18), therefore, can be rewritten in the form of three
operators, {O; }, acting on the function f (R, 7)

_w =(01+02+03) f(R,7) =0f (R, 7) . (2.19)

The imaginary time evolution of the pdf f (R, 7) can also be expressed
within the Green’s function formalism in the form

FR, 7+ A7) = / G (R, R/,AT> f (R’,T> IR, (2.20)
where G <R, R/, 7-) is defined as
G (R, R’,T> _ <R\e—0TyR’> (2.21)

and which is interpreted as the probability distribution governing the transi-
tion of the system R’ — R in an imaginary time interval 7.
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The basic strategy underlying the DMC method consists in breaking the
whole Green’s function into several factors, G (R, R/, AT), which are ana-

lytically known.
In virtue of the Baker—-Campbell-Hausdorff formula

6—(A+B)AT — B—AATB—BATG—CATQ , (222)
where C = 1/2[B, A] — A1 (1/6[B, [B, A]] — 1/3][B, A], A]) + - - -, and the bra-
ckets represent [A, B] = AB — BA, the bias provided by the factorization of
G (R,R/, 7) may be deduced in the form of some power of Ar.

The simplest factorization performed in (2.21) corresponds to,

e OAT — 01T 0207 = O30T | ¢ ((Ar)?) (2.23)

which generates an error linearly dependent with the time step (linear DMC).
Concerning our work, we have implemented second order algorithms
(QDMC) with the aim of increasing the computational efficiency. One pos-

sible quadratic factorization of the imaginary time propagator e~ OAT ig

o~ OAT —O1 5] ,~0257 —OsAT

=€ 2 e

eV O Le((Ar)) (2.24)

which written in the integral form becomes

fR,7+AT) = / <G1 <R7 Ry, %) Go <R17R27 %) G3 (Ra,R3,AT) X

Gy <R3,R4, %) Gy <R4,R’, %) )f (R’,T> dRy..dR4dR’

(2.25)

The {G;} functions in (2.25) are the Green functions corresponding to the
differential equations

_O0f(R,T)

5 =0;,f R,7) (2.26)

where the operators {O;} are defined in Eq.(2.19).
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In the first case, G; describes an isotropic and Gaussian diffusion of the
particles (kinetic propagator)

N 2
G (R,R’,T) — (47D7)"2 exp —@ . (2.27)

On the other hand, G corresponds to a deterministic movement guided
by the drift force F(R)
Go (R, R’,T) —5 <R R (T)) (2.28)

where the evolution of R’ is governed by

’

RO =R 2.29
{ RO _ pF <R’(T)) . 229)

It is worth noticing, that equation (2.29) must be also solved up to order (A7)*
to ensure the quadratic convergence of the algorithm.

The third Green function, (i3, is known as the branching factor and it as-
sociates to each walker (configuration) a certain weight dependent on its local
energy.

Gy (R, R’,T) - exp< - (EL(R’) - E) T> 5 (R - R’) (2.30)

In this way, each walker is replicated if its local energy is close enough to the
ground state or killed otherwise.

Next, we present the general time evolution which follows an arbitrary
walker, Ry, within a certain time step A7 in our QDMC algorithm. The full
simulation of the system is equivalent to iterate this sketch for each walker, as
many times as necessary, in order to reach the asymptotic ground state and
accumulate statistics on it (75""=NAT being N— o00). The magnitudes EY and
D = h?/2m are the initial walker’s local energy and the diffusion constant,
while the int(«) function outputs the integer part of the real number c.
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— Walker Ry is shifted by G according to the pdf exp(—G?/4DAT)
Ri=Rp + G

— Drift force is calculated at R,, F(R)

— Configuration Ry is calculated with the drift force F(R)
R, =R, + DAIF(R,)

— Drift force is calculated at Ra, F(R2)

— Configuration Ry is displaced to R’y

Rs=R; + D% <7F(RI)ZF(R2))

— Local energy Ey, drift force and other properties are calculated at R'o
— Configuration Ry is displaced with the drift force F(R'5)
Rs; =R; + DATF(R/,)
— Branching factor n., is calculated
Ny = exp (—AT <EL+E% - E))
— Walker R is replicated with probability int(n,, + U(0,1))
— If walker is replicated : each offspring is initialized Ro=Rs3
— If walker is not replicate : finish
It is worthwhile noticing that the total number of walkers will vary along

the simulation due to the killing /replication processes. Though this, the total
population of walkers must be periodically normalized to some limit number



Chapter 2. Quantum Monte Carlo methods 33

in order to avoid its monotonous growth and the subsequent loss of compu-
tational effectiveness. Finally, the value of E found in n,, corresponds to the
mean local energy of the walkers present in the previous time step; in this
way, the replication of the better gifted walkers is reinforced while punished
on the contrary.

2.4 Pure and mixed estimators

As it has been established in the previous section, the DMC method is an ex-
cellent technique devised to compute exact ground-state energies. Once the
asymptotic limit (1 — o0) is reached, the sampling of the integrals is per-
formed with the distribution function ¢gvr instead of | ¢o |2. In the estima-
tion of the energy this does not introduce any bias. Unfortunately, if [O, H] # 0
equations (2.14) and (2.15) become vaguely incorrect when the operator O
substitutes the Hamiltonian. As a consequence, the estimator

(60lO (R) [¥r) 1 &
(O (R)),, = 22— —NTO(Ry) (2.31)
(¢olvr) M ;

known as the mixed estimator, is to some extend biased by the trial wave
function 7 (as it can be proved considering |¢g) = |1) + d|¢)7) in the above
equation). A more accurate estimation of (O (R)) is provided by

(O (R)), =2(0(R))

e

(2.32)

which is called the extrapolated estimator and involves the knowledge of the
mixed (2.31) and variational (2.33) ones.

(0 ®)), = WrlOR) [97) 2.33)

° {¢rlyr)
The expected value obtained through equation (2.32) also depends on the
trial wave function used for the importance sampling [57]; despite it results
more reliable than (O (R)),, when both are calculated with the same v, its

error is still not predictable (of order §2|v7)).
In order to remove the bias introduced by 1 one has to tackle the exact,
or also called pure, estimation
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P (¢ol¢o)

which can be expressed in the form

#o(R)
. :<¢O|O<R) S lwr) | .
T (sl ler)

It has been demonstrated within the DMC formalism [63], that factors
¢o (R) /¥r (R) are proportional to the asymptotic offspring of the correspon-
ding walker configuration R. Then, in virtue of (2.35), (O (R)),, can be cal-
culated associating a weight factor, W (R), to each walker generated in the

sampling of ¢ot)7.

_ 2 OR)W (Ri)

OB == W Ry

(2.36)

The problem with the W (R;) weights is that the number of future descen-
dants of every i walker must be known at any present time step. This issue
becomes a tedious task when tagging algorithms are implemented with this
purpose [64, 65]. However, a modified storage of {O (R;)} along the whole
sampling provides a more direct and simple solution to this technical pro-
blem [66]. The schedule of the corresponding algorithm is the following.

The set of walkers at a given time {R;} and the values that the operator O
takes on them {O;} evolve, after a time step to

{Ri} — {R;}, (2.37)
{0:} — {03} (2.38)

In the same time interval, the number of walkers M changes to M. In order
to sample the pure estimator of O, we introduce an auxiliary variable {P;},
associated to each walker, with an evolution law given by

{P} = {P} ={P} +{0}}, (2.39)
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where {P!} is the old set {P,;} transported to the new one, in the sense that
each element P; is replicated as many times as the walker R;, without any
other changes. The set { P;} is initialized to zero when the run starts.

With this procedure, after K addition steps (2.39) we end up with a set of
My values {P;}. A pure estimator of O is given by

My
OR), = 3755 LAP (2.40)
i=1

The contribution to the {P;} entering in Eq.(2.40) coming from the set of
walkers at a past time 7, {R;(7)}, can be determined by following the evo-
lution of the series. The population as a whole has been evolving with bran-
ching from a starting time 7 = 0, giving as a result at time 7 a population
of walkers {R;(7)} with a distribution probability given by the trial wave
function times the exact one. Now, the values {O (R;)} existing at time 7 en-
ter in the pure estimator with weight 1 (although they contribute together
with other values corresponding to previous times which have already been
weighted). From now on, if any of the descendants of R (1) disappears or
replicates, the former contribution does so. As a result, O (R (7)) appears in
as many rows of { P} as descendants of R (7) exist, and therefore its contribu-
tion to Eq.(2.40) is proportional to the weight W (R (7)). Notice that no over-
lap exists between the time interval where the branching was used to obtain
the trial function times the exact one and the interval where the branching has
provided the additional weight to sample the exact ground state.

A final consideration concerning the implementation of the algorithm
must be noted. In Eq.(2.39), the transport operation accounts for the replica-
tion of the O(R) contribution. In order to ensure the asymptotic condition
W (R) — ¢o(R) /¥r (R), the series are continued for a while only with the
reweighting law {P;} — {P/} = {P!}. Since a calculation is usually divided
into several blocks, one can collect data during a block and allow for a fur-
ther reweighting in the following one. In this second block, new information
can be accumulated to be reweighted in the next block. This mechanism can
be incorporated in the algorithm in a rather simple way. The final result is
that, after a first initialization block, each new block gives a value for the pure
expectation value of O.






Chapter 3

Two-dimensional p—H; and o-Ds; at T =0

3.1 Introduction

Unlike helium, bulk molecular hydrogen and deuterium solidify at any given
pressure if a sufficiently low temperature is reached [67]. In spite of the light
weight and bosonic character of these molecules, the strong-attractive in-
teraction between them causes their crystallization, and consequently, frus-
trates any possibility of observing superfluidity (SF) or Bose-Einstein con-
densation (BEC).

Molecular hydrogen becomes a solid at a temperature significantly greater
(T~14 K) than the critical temperature at which BEC and SF probably occur
(T~4 K). Despite of this, many attempts have focused on supercooling bulk
liquid p—-Hj> along the last decades [68, 69], but unfortunately, none has suc-
ceeded on a direct record of SF or BEC. A plausible way for inducing super-
fluidity in molecular hydrogen consists in lowering its melting temperature,
that is, increasing the delocalization degree of molecules, by reducing its di-
mensionality and/or confining it to restricted geometries. Attending to this
proposal, several studies of a Ha film adsorbed on different substrates have
been carried out [70, 71, 72, 73]; as an example, two—dimensional hydrogen
is observed to freeze at temperatures around 5 K when it is placed onto an
exfoliated graphite plate [74]. Recently it has been shown that a purely one-
dimensional array of Hy molecules remains in the liquid phase even at ab-
solute zero [75]. On the other hand, recent experiments have observed that
small para-hydrogen clusters immersed in 1He droplets behave like a super-
fluid [76]. In fact, at the beginning of the 90’s Sindzingre et al. [77] predicted

37
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by means of the Path Integral Monte Carlo method such superfluid-like be-
haviour in small clusters of pure Ha (N<20) at temperatures below 2 K.

In this chapter, we present a comprehensive Quantum Monte Carlo study
of two—dimensional p-H> at zero temperature by means of the DMC tech-
nique. We have investigated both liquid and solid phases in order to discern
which is the stable one once the dimensionality is reduced respect to the bulk
case. To this end, we have calculated the equation of state (EOS) of solid and
liquid Hz. From this, one knows that a) at zero pressure the stable phase cor-
responds to the one with the lowest energy, and b) first order solid-liquid
phase transitions are easily calculated on these curves (freezing and melting
densities) with the double-tangent Maxwell’s construction.

Our results regarding two—dimensional p-Hs at zero temperature evi-
dence that the solid phase is the stable one along the whole range of per-
mited densities (p > pg, being pgs the spinodal density). No solid-to-liquid
phase transition is allowed. In view of this, we have focused on a comprehen-
sive study of the p—H>, and complementarily 0-D3, solid films (sections 3.1
and 3.3, respectively). Referring to these studies, we have calculated physical
magnitudes as the pressure, compressibility and speed of sound, all of them
dependent on density. Some structural information have been obtained from
the theoretical computation of the radial distribution function, g(r). Also, we
have calculated the Lindemann’s ratio, mean squared displacement and kur-
tosis using the pure estimator technique, in order to improve the accuracy of
the DMC estimation.

In the special case of the p~H2 monolayer we have explored variationally
the quality of two different trial wave functions (Nosanow-Jastrow functions
using Gaussian and Padé forms), giving both similar results. In order to intro-
duce the correct symmetry of the solid trial wave function, we have sampled
variationally the permutational space of particles distributed in the crystalline
sites. This sampling would be equivalent to the one performed with a perma-
nent of one-body factors in the trial wave function. However, exchanges bet-
ween molecules in the H film result very unlikely to occur, and consequently;,
the differences with the unsymmetrized wave function case are negligible.

In section 3.2, we present an alternative way to induce superfluidity in
2D molecular hydrogen, based on the idea suggested by Gordillo and Ceper-
ley, consisting in the adsorbtion of H2 molecules on an alkali substrate [78].
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Since the attraction between the alkali atoms and molecular hydrogen is softer
than the Ho—Hs one, and because a non—negligible effect of excluded surface,
the freezing of the p—Hj, film is frustrated. In particular, we report the study
of two—dimensional Hy immersed on two different alkali substrates, namely
Rb and Na, at zero temperature. Molecular hydrogen on both alkali surfaces
presents superfluid-like behaviour to some extent.

3.2 Molecular para-hydrogen

The Hz molecule is composed by two H atoms joined by a covalent bond,
which in the para-hydrogen state (angular momentum J=0) has spherical
symmetry. Besides this, the energy scale involved in electronic excitations is
orders of magnitude greater (~10° K) than the atomic one (~10! K). There-
fore, the modelization of the Ho—Hj interaction in the form of a radial pair—
potential and point-like molecules, turns out to be justified. Indeed, such
pair—potential is currently adopted in the form of the semiempirical Silvera-
Goldmann one (3.1),

V(r) =€ |exp ()\ —&r — ur2) + f(r) Z g + G (3.1)

Fr) = { exp {— (% — 1)2] r < 1.287,,

1 > Tm
e = 315780.23 K Cs = —0.2665780864 KAS
A =1.713 Cs = —1.323274508 KA®

€ =2.96139099 A-1 | C}p = —8.289086326 KA0
p = 0.03546070218 A=2 | Cy = 0.4656378451 KA?
rm = 3.41 A

which actually results reliable in the low temperature and pressure
regimes [79].

In the next subsection, we present a VMC study of 2D p—-Hg in order to
provide the most convenient trial wave function for the subsequent DMC
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calculations (subsection 3.2.2), and also to get some initial physical insight on
the system. The greater variational effort has been devoted to the achievement
of an accurate description of the monolayer.

Regarding the solid structure of the film, the triangular lattice is the realis-
tic one since molecules distributed according to it minimize their total energy.
This statement has been checked through several VMC and DMC simulations
of hydrogen molecules on a squared lattice at different densities.

3.2.1 VMC and trial wave functions

The liquid phase is described by a Jastrow wave function

N
’L/}J(I‘l,l‘z,...,rN) = Hfg(’l“z‘j) . (32)

1<J
The solid phase requires of an additional one-body term (Nosanow-
Jastrow model):

N
YsL(re,ra, . rn) = ¢y [ [ el (v = Ri)) (3.3)

with two different models for g}

g?(r) = exp <—gr2> (3.4)
2
gf(r) = exp <— lcf:cr> : (3.5)

The index L in equation (3.3) can be either G or P, and the pair—correlation
factor f; is taken in the McMillan’s form, exp (—0.5 (b/ r)5). The Gaussian
and Padé functions, equations (3.4) and (3.5) respectively, are one-body fac-
tors which localize the particles around the crystalline sites (defined by the
set of vectors {R; }). Both functions are quite similar, but they present two dif-
ferences (see Figure 3.1): 1) the asymptotes in the Padé function tend to zero
in a smoother way than in the Gaussian, and 2) the central region around the
origin is somehow narrower in gl than in g$*. These differences might allow
particles simulated with g’ to move a bit far away around their equilibrium
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b(A) | a(A?) | E/N(K)
332 | 1.60 | —16.7(2)
332 | 144 | —17.3(2)
332 | 129 | —18.3(2)
3.32 | 0.98 | —20.4(2)
3.32 | 0.83 | —21.0(1)
3.32 | 0.67 | —21.2(1)
332 | 052 | —21.0(1)
332 | 037 | —19.0(3)
345 | 0.67 | —22.0(1)

Table 3.1: Optimization process corresponding to the Gaussian function, g,
in ¢ at the density p=0.060 A—2. The parameter b corresponds to the McMil-

lan factor.

a(A=2) | (A7) | E/N(K)
0.30 0.39 | —17.7(3)
0.34 0.59 | —15.8(4)
0.28 020 | —19.7(2)
0.40 0.20 | —20.9(2)
0.46 020 | —21.2(2)
0.50 020 | —21.1(2)
0.54 0.31 | —21.0(2)
0.54 0.47 | —21.0(2)
0.54 0.59 | —20.4(2)
0.63 0.39 | —21.1(2)

Table 3.2: Optimization process corresponding to the Padé function, ¢!, in
1 sp at the density p= 0.060 A~2. The value of parameter b in all the reported

cases is 3.32A.
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Figure 3.1: The solid and dashed lines correspond to the optimized Gaussian
and Padé functions, respectively. The asymptotes in the last case tend to zero
rather smooth, while its central region is somewhat narrower.

positions than in the g{' case. In Tables 3.1 and 3.2, some selected variational
energies calculated along the optimization procedures of the trial wave func-
tions v ;¢ and 17 p are put forward. It is observed from them that the lowest
energy obtained with the g}’ factors is appreciably higher than the one corres-
ponding to the Gaussians (~1K of difference). Therefore, trial wave function
Y jG, with best parameters b = 3.45 A and a = 0.67 A2, is the one chosen for
the subsequent DMC study. Concerning the optimization of ¢ ; in the liquid
phase, the optimal parameter results b = 3.70 A.

3.2.2 DMC results

Most of the simulations of this section have been performed with 90 particles
within a rectangular plane with periodic boundary conditions applied on the
two orthogonal directions. The critical number of walkers is 250 and the time
step 5:107% K~ !; these parameters have been adjusted to reduce a possible
bias from them down to the typical statistical noise.

In Table 3.3 we present the ground-state energies per particle, £/N, cor-
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responding to a p-Hz film at different densities; the corresponding mixed
estimations of the potential, (V), and kinetic energies, (T'), are also quoted
therein. These results contain energy tail corrections, namely (AV)! and
(AT)!il in order to compensate the finite-size errors introduced by the fi-
nite size of the simulation box (plane) (Eq. 3.6 and 3.7). Kinetic and poten-
tial energy tails may be calculated analytically if one assumes that the pair-
radial distribution function, g(r), equals one from a certain radial distance
Rinaz (generally equal to one half the length of the simulation box) to infinite
(Eq. 3.8 and 3.9).

(T) = (7)™ 4 (AT @6)

(V) = (V) 4 (av)e (37)

<A§[>mil = —2nDp /OO V2 1n fy(r)r dr (3.8)
tail 00

% = wp/ V(r)rdr (3.9

In equations (3.6) and (3.7) the subscript *™ means obtained directly from the
simulation, while the factors N, p and D (=h?/2m) are the number of particles,
density and diffusion constant, respectively.

The equations of state in liquid and solid 2D p-H at zero temperature are
depicted in Figure 3.2; the curves in the figure correspond to the polynomial

fit [80] ; ,
E ) —etB <m> e <m> . (3.10)
PO PO

The pressure, compressibility and speed of sound are then easily deduced
from (3.10) according to the expressions,

_ 20e(p)
P(p) = p’ 3 (3.11)
1/ 0p
K(p) = - <8_P>T (3.12)

c(p) = (Ly (3.13)

mep
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p(A™%) | E/N(K) | (V)/N (K) | (T)/N (K)
0.050 | —17.89(2) | —31.91(1) | 14.02(1
0.056 | —20.76(1)
0.060 | —22.21(1) | —42.96
)
)
)

0.067 | —23.41(1
0.073 | —22.37(1
0.080 | —17.78(2
0.086 | —9.55(2)

0.091 | —1.22(2) | —53.56(2) | 52.33

Table 3.3: Ground-state energy, E/N, potential energy, (V)/N, and kinetic
energy, (I')/N, per particle in solid 2D p—-H,. The potential and kinetic ener-
gies are mixed estimations. The parameters of the simulations are, A7 =
5-107*K~!, ny, = 250 (critical walker’s population) and N = 90.

The polynomial fit to the solid film data yields eg = —23.453(3)K, pg =
0.0673(1)A~2, B = 121(2)K and C = 152(8)K, where ey and py are the equili-
brium energy per particle and density, respectively. The compressibility and
speed of sound at the equilibrium density are x(pg) = 0.0615(8)A%/K and
c(po) = 998.6(1)m/s. Figures quoted in parenthesis are the statistical errors.

Another interesting characteristic which is deduced from the EOS is the
spinodal density, ps. At this density the system becomes mechanically insta-
ble, that is, its compressibility growns to infinite (speed of sound becomes
zero), and consequently, an homogeneous phase is no longer possible. We
have calculated such limit density in the p—H2 monolayer using the law
(3.10), and we have obtained pg= 0.0548(1) A~2.

In Figure 3.2 it is observed that the solid phase is the stable one in the
whole depicted range, owing that its energy is systematically lower than the
one corresponding to the liquid. In principle, in the regime of negative pres-
sures, it could be suggested a liquid—solid phase transition within the interval
[s, po] and a very dilute 2D liquid. However, we have simulated the liquid
film at densities up to the 0.039 A=2 (presumably down to the spinodal den-
sity corresponding to this hypothetical phase) and no first order transition is
observed. Therefore, it may be stated with confidence that a liquid phase of
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Figure 3.2: Equation of state of liquid (dotted line) and solid (dashed line) 2D
p-Ha at zero temperature. The curves are the polynomial curves (3.10) which
best fits to our results (empty and filled circles); the statistical errors bars are
smaller than the symbols.

2D p-H, at zero temperature can not be induced as a result of reducing the
dimensionality from 3D to 2D.

Two theoretical works based on the PIMC approach [78, 81], may be com-
mented in relation to our DMC results. In Ref [78], Gordillo et al. estimate the
equilibrium density of solid 2D p—-Hz at T=1K in 0.064A~2; the authors also
report the figure of the equation of state, where the minimum energy is lo-
cated around -22.0K. On the other hand, a more systematic study of the same
solid film is presented by Boninsegni in Ref. [81]. There, the total energy per
particle and chemical potential at different densities in the temperature range
1-8 K are quoted. An extrapolation of these low temperature results to abso-
lute zero is performed, yielding pf /"¢ = 0.0668(5)A~2, el/TMC = —23.25(5)K
and pETMC¢ = 0.0585(10)A~2. It is observed that the agreement between these
zero—extrapolated PIMC values and our DMC results is fairly good, specially
in the case of py where both results are coincident.

To get some insight on the structural properties of the molecular hydro-
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Figure 3.3: The ground-state radial pair—distribution function of two-
dimensional molecular hydrogen at the equilibrium density po = 0.067A~2.

gen film, we have calculated the radial pair-distribution function, g(r). The
g(r) function, defined in equation (3.14), is proportional to the probability of
tinding two particles at an interparticle distance 7.

N —1[|¥(r1,r1+r7,...,rN) |*dr1drs...drN
p [ ¥ (r1,r2,...,rN) |2dry...drN

g(r) = (3.14)
The result obtained at equation (3.14) is shown in Fig. 3.3. In this figure, a
pattern of periodic oscillations is observed; this pattern describes the charac-
teristic spatial order of the molecules in the solid, and the position of the first
peak coincides with the parameter of the lattice.

A common estimator in the study of quantum solids is the Lindemann’s
ratio, which is defined as

1 N
~ N (i -Ry)?) =

1
v==4 (3.15)
a a
a being the distance between nearest neighbours in the perfect crystalline

lattice. This quantity yields the mean squared displacement of any particle
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around its lattice site scaled by the parameter « : the greater is v the more
relevant quantum effects are. Apart from providing some microscopic infor-
mation, the Lindemann’s ratio is also related to the Debye-Waller factor, M,
which yields the attenuation of the emergent radiation in coherent scattering
experiments [30],

I(Q,T) x exp(—2Mgq) . (3.16)

In equation (3.16), I (Q,T") represents the intensity of the outgoing radiation
scattered by the target, while the modulus vector () = h|k¢ — k;| corresponds
to the transfer vector of the incident wave. The Debye-Waller factor admits
the cumulant expansion [82]

1

2Mo = (u2)Q* — 35 ((wd) = 3(ud)) Q'+ 0(Q%) . (317)

where <ué> is the mean squared value of the projections { Q- (r; — R;)}. When
the spatial distribution of particles around their equilibrium positions is well
described by a Gaussian pattern, the Debye-Waller factor reduces to <u?Q>Q2
because the magnitude (g, known as kurtosis and defined below, vanishes.

_ (ug)
(ug)?
Results concerning the Lindemann’s ratio and related microscopic properties

in two—dimensional p—Hy are reported in Table 3.4. We have investigated the
density distribution around the equilibrium positions in the solid film by 1)

~3 (3.18)

calculating (u%) in two orthogonal directions (results do not depend on the
direction), and 2) quoting the kurtosis in several directions (it always vani-
shes). In view of our results, it can be asserted that the density distribution of
the hydrogen molecules around the lattice sites is isotropic and Gaussian.

In a recent PIMC work [83], Draeger and Ceperley used this strategy to
detect possible anisotropies of the Debye-Waller factor in bulk solid *He at
temperatures near 20 K; in fact, they computed ¢ for one characteristic direc-
tion of the crystal and subsequently found a non-negligible k* contribution
to Mg. According to this result, the authors concluded that the density distri-
bution around the lattice sites in solid helium is not Gaussian.

It is illustrative to note the large Lindemann’s ratio in two—dimensional
molecular hydrogen at equilibrium, v¢ ~0.18, which puts in evidence the un-
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p(A2) Y C(10) (o)

0.0582 | 0.212 0.00(2) | 0.00(2) | 0.19(1)
0.0600 | 0.197(1 0.02(2) 0.00(2) 0.15(1
)
1

(1)
(1)
0.0650 | 0.183(1)
0.0673 | 0.178(1) | —0.01
0.0704 | 0.170(1)
0.0758 | 0.158(1)
0.0834 | 0.146(1)

Table 3.4: Lindemann’s ratio, v, kurtosis, ¢, and mean squared displacement,
(u?), of 2D H,, at different densities close to the equilibrium one.

avoidable quantum character of such system; as a matter of comparison, the
one corresponding to 2D solid “He near melting is y¢ ~0.24 [84].

3.2.3 Symmetrized Trial wave functions

In this subsection, we summarize the variational results obtained with two
different trial wave functions correctly symmetrized.
The first proposal consists in a productory of sums in the form

N [N
1/J§L (r1,r2,..,rN) :¢JH Zexp (—g(ri—Rj)Q> . (3.19)
i=1 \ j=1

This trial wave function provides compact and manageable expressions of the
drift force and kinetic energy. However, the results obtained are worse than
the ones obtained within the Nosanow-Jastrow model (see Table 3.5). Addi-
tionally, some other variational calculations using the same functional form
(3.19) but replacing the Gaussians by Padé functions were carried out (see
Table 3.6). The conclusions in both cases are identical: the energies obtained
are always larger than the best one corresponding to the Nosanow-Jastrow
model (-22.0(1)K).

The physical inconsistency arising from trial wave function (3.19) comes
from the excessive diffusion of the particles within the solid. Such unphysi-
cal diffusion occurs because the sum of two neighbouring Gaussians is quite
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by (A) |a(A™?) | E/N(K)
332 | 034 [ —129(8)
332 | 0.67 | —17.4(4)
358 | 034 | —17.3(4)
358 | 038 | —17.9(2)
370 | 034 | —17.7(4)
(3)
(3)
(3)

3.70 0.43 —17.3(3
3.70 0.49 —17.4(3
1.50 0.34 —-16.3(3

Table 3.5: Variational results obtained with the symmetrized trial wave func-
tion (3.19), where the g; factors are adopted in the form of Gaussians.

large within the intermediate overlapping zone, and also, because multiple
occupation of the same lattice site by different particles is allowed. In spite
of stressing the Gaussian factors in order to avoid this unrealistic diffusion
within the solid, the rapid increase of the kinetic energy makes the total
energy worse. Variational energies obtained on this ansatz result very similar
to the ones calculated in the liquid phase with the Jastrow factor (-17.4(2)K).

As a second alternative, we have introduced a permanent of monoparticu-
lar functions in the one-body part of the solid trial wave function. Additional
to a description of the lattice structure, such permanent contains the N! pos-
sible permutations of the N indistinguishable particles among the different
lattice sites.

N
Yip(re,ra, orn) = Y [ [ e (ri — Rpy) (3.20)

P i=1
Due to the algebraic difficulties arising in the implementation of permanents
(contrarily to determinants), our random walk is divided into two different
samplings: one performed on the configurational space of the particles and
the other on the permutational one [52]. Consistently, the Metropolis accep-

tance of any proposed movement of the ith particle, r; — rg, must be

— min Y (r') g () — Ri)ga (v} — Rpi)>
q= (1, ¥y(r)2g1(r; — Ri)g1(r; — Rpj) (3.21)
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by (A) | a (A7), bA™Y) | E/N(K)
3.32 0.63, 039 | —12.4(4)
3.58 0.63, 039 | —17.4(3)
3.70 0.63, 039 | —17.7(3)
3.83 0.63, 039 | —16.8(3)
3.70 0.69, 039 | —17.9(4)
3.70 0.69, 047 | —17.7(2)
3.70 0.73, 047 | —17.6(3)
3.70 0.73, 059 | —17.7(3)

Table 3.6: Variational results obtained with the symmetrized trial wave func-
tion (3.19), but with Padé functions instead of the Gaussians.

where the subindex Pi can take any of the NV lattice possible values.
On the other hand, the Metropolis acceptance of any proposed site per-
mutation between the ith and the jth particles, Rp; < Rpj, must be

gi(r; — Rp;i)gi(ri — RPj)>
gi1(rj — Rpj)gi(ri — Rp;) )

gp = min <1, (3.22)

The results obtained within this framework are presented in Tables 3.7
and 3.8, which correspond to Gaussian and Padé functions replacing the g;
factors in (3.20), respectively. When comparing them with best results in Ta-
bles 3.1 and 3.2 (-22.0(1) and -21.2(2)K respectively), one realizes that no sig-
nificant differences between the symmetrized and unsymmetrized trial wave
function cases exist. This occurs because, as is reflected in the columns of the
acceptance rate, site permutations between different molecules are unlikely
to occur. Moreover, whether the width of the g; factors is enlarged in order to
increase such acceptance rate (a is decreased), the total energy of the system
inevitably increases.

In conclusion, the correct symmetrization of the trial wave function des-
cribing the ground state of the 2D p-H; film has a negligible effect in the
evaluation of the total energy, owing that site—exchanges between different
molecules are very unlikely to occur. Therefore, the use of unsymmetrized
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a(A=2) | E/N(K)

0.918 | —20.8(1) 1074
0.842 | —21.6(2) 5-107*
0.765 | —21.2(1) 1073
0.673 | —21.0(2) 5-1073

(2)
(3)

acceptance (%)

0.459 | —20.2(2 0.15
0.383 | —19.7(3 0.5

Table 3.7: Variational energies obtained with Gaussian factors in the general
symmetrized trial wave function (3.20). The acceptance column corresponds
to the acceptance rate in the sampling of the permutational space.

a(A=2), bA) | E/N(K) | acceptance(%)
0.627, 0.391 | —21.0(1) 0.10
0.627, 0.587 —21.0(2) 0.75
0.689, 0.391 —20.8(1) 0.05
0.689, 0.587 —20.8(2) 0.5
0.536, 0.587 | —18.7(5) 2.5
0.536, 0.391 —20.8(3) 0.35

Table 3.8: Variational energies obtained with Padé factors in the general sym-
metrized trial wave function (3.20). The acceptance column corresponds to
the acceptance rate in the sampling of the permutational space.
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trial wave functions when computing exact ground-state energies within the
DMC formalism turns out to be justified in the present case.

3.3 Two-dimensional molecular hydrogen on alkali substrates

We have carried out several DMC calculations of 2D p-Hg with fixed alkali
impurities distributed according to a realistic solid lattice [85]. The simula-
tions have been carried out with Rb and Na, since they present in nature
the proper lattices which frustrate the Hy crystallization (lattice order ~ 10
A) [86, 87, 88]. The results obtained show in the case of Rb a highly structured
liquid phase with a superfluid fraction practically suppressed, while in the
Na case the corresponding superfluid fraction results appreciably large due
to a larger diffusion of the molecules. Indeed, the cause of this difference re-
lies on the fact that the Na-Hj interaction is less repulsive than the Rb-Hg
one, and therefore, a higher concentration of hydrogen molecules is allowed
in the holes of the surface (free space between the atoms of the substrate).

Furthermore, we have calculated the EOS, radial distribution function and
condensate fraction of the p—H> molecules in both cases. We have found that
the condensate fraction, ny, is practically null in both systems.

Actually, there are few potentials in the literature which correctly describe
the alkali-Ho interaction [90]; we believe that for a final and more conclu-
sive answer on this matter, quite more accurate and versatile modelizations
of such interatomic interactions would be required.

3.3.1 2D p-Hz on Rb

The trial wave function for the present problem contains correlations between
N Hj3 molecules (fy(r;;)) and between H3 and the n Rb atoms (F2(R;;)),

N N,n
’L/}(I‘l,l‘g,...,I‘N) :HfQ(ij)HFQ(RZk) . (323)
i<j ik
Both two-body correlation factors have been chosen of McMillan form
exp(—0.5(b/r)?), the parameters being selected through a previous variational
Monte Carlo (VMC) calculation. The optimal values are b= 3.7 and 6.4 A for
the pairs Ho-H> and H>-Rb, respectively.



Chapter 3. Two-dimensional p—-H2 and 0o-D2 atT =0 53

PR [ E/NK) [ (V)/NK) [ (T)/NK)
0.011 | —43.40(6) | —58.14(8) | 14.74(3)
0.015 | —43.28(3) | —57.78(3) | 14.50(3)
0.018 | —44.06(1) | —59.83(1) | 15.78(1)
0.023 | —44.68(3) | —61.46(9) | 16.77(8)
0.026 | —44.48(2) | —64.26(2) | 19.78(1)

Table 3.9: Total and partial energies per particle of liquid Hy immersed in the
Rb lattice

The internal structure of the para-H2 molecules is neglected and their in-
teractions are modeled by the standard Silvera—Goldman potential [79]. The
interaction between Ho and alkali atoms is much less known. We have taken
for it a Lennard-Jones potential with the parameters reported in Ref. [90]. In
particular, for Rb-Hj these are o= 4.54 A and e= 28.0 K, which are appreciably
much larger than the ones used in Ref.[78] for the interaction K-H.

Both the Rb atoms and the Hz molecules are arranged in a strictly two—
dimensional geometry. The Rb atoms are considered as fixed impurities dis-
tributed according to a triangular solid phase with lattice parameter 10 A. As
commented previously, this solid Rb film is realistic since it has been observed
experimentally adsorbed in a Ag plate [86]. The number of alkali impurities
in the simulation box is kept fixed to 30 and the number of Ha molecules is
progressively increased to obtain the equation of state.

It is worth noticing that a solid Hy film commensurate with this substrate
is not possible if the size of the core of the alkali-hydrogen interaction is taken
into account. Commensurability between two crystalline lattices is fulfilled
when both respective Bravais lattices are of the same type, and each point of
the reciprocal lattice of one of them is included in the reciprocal lattice of the
other (p.e. the triangular and V3R30° triangular lattices) [89]. In the present
case, commensurability would force the equilibrium distance between any Rb
atom and its nearest hydrogen molecule to be, at least, d ~ 0.29a (equal to the
distance between the circumcenter and any of the vertexes in an equilater tri-
angle of side a), a being the lattice parameter of the commensurate hydrogen
solid film. Therefore, making d equal to the core of the H2-Rb interaction (o),
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parameter a is deduced to be ~15A. Certainly, this result has nonsense since
the hydrogen molecules would be separated by an excessive distance which
is even greater than the Rb-Rb one.

The energy of 2D p-H2 with the fixed array of alkali impurities is calcu-
lated using the DMC method for different numbers of H, molecules in a fixed
simulation box. The results obtained for the total and partial energies when
the substrate is Rb are reported in Table 3.9. The equilibrium point is obtained
through a polynomial fit to the data (3.10); it is located at a density 0.023 A2
with a ground-state energy -44.68 K. This point is rather far from that corres-
ponding to a pure solid Hy film (see Table 3.3): the density is much larger,
0.067 A2, and the energy is smaller, -23.41 K. The sizeable increase in the
total energy is due to the potential energy between the substrate and H.

If the Rb substrate is replaced by a K one, with the same lattice constant,
the equilibrium point is nearly unchanged since the Lennard—Jones parame-
ters (o,€) for the pair K-Hz do not differ significantly of the ones for Rb-Hy
[90]. The results change dramatically if one considers the K-Hy parameters
estimated in Ref. [78]. (0= 3.75 A,e= 9.54 K). Our calculation for this latter
case gives an energy -20.17 K corresponding to an equilibrium density of
0.038 A~2. This result for the equilibrium density is in agreement with the
one reported in Ref. [78] but our energy is larger due to the fact that we have
reduced the size effects in the simulation.

The relatively large core of the Rb-Hy interaction does not leave much
space for the diffusion of the Hy molecules. This feature is reflected in the
H>-H; and Rb-Hj pair-radial distribution functions shown in Fig.3.4. The
9H,—H, () shows a periodic-like structure which slowly vanishes at long dis-
tances; the position of the peaks correspond to an hexagonal pattern corres-
ponding to the holes in the middle of the triangles of the Rb lattice. This most
probable position for the Hy molecules appears also clearly as the main peak
of the mixed distribution gry_ 1, (7).

A fundamental magnitude which characterizes the expected superfluid
character of liquid Hj is the non-zero condensate fraction ng. The value of ng
is obtained as ng = lim,_, o(r), with o(r) the one-body density matrix

_ J¥(r1+r,...;rN) U (r1, ..., rN) dry...drN

Q(T) f‘\p(rlv"-'er) ’2dr1...dI‘N

(3.24)
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Figure 3.4: Left: Ho—Hj radial distribution function. Right: Rb—H3 radial dis-
tribution function. Both calculated at a density o= 0.023 A2,

p(r)
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0.2 + 1

0 T L
5 15 25

r(A)
Figure 3.5: One-body density matrix of 2D H in the Rb substrate.
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Figure 3.6: Diffusion coefficient of the center of mass in imaginary time. The
asymptotic value is the DMC estimation of the Hy superfluid density in the
Rb substrate.

The result for o(r) at the equilibrium density is shown in Fig.3.5. As one can
see, o(r) becomes constant at large distances in spite of some oscillations in-
duced by the substrate. The condensate fraction extracted from o(r) is very
small, about 0.03; this value is approximately seven times smaller than n( in
2D “He at zero temperature.

In order to complete the description of the system, we have calculated its
superfluid fraction p;/p. This quantity is accessible in a DMC calculation by
extending to zero temperature the winding—number technique employed in
PIMC calculations, as discussed for bosons in a lattice in Ref. [91]. In 2D, the
superfluid fraction is obtained as the ratio of two diffusion constants p,/p =
D,/ Dy when 7 — oo, with Dg = h%/(2m) and

.-t Y JIRI®R, ) Rou(r) — Rou(O)]”
S 00 AT f de(R, 7_)

(3.25)

being the diffusion constant of the center of mass of the system, i.e., Rcm =
(1/N) N | r;. In Fig.3.6, we show the result for D,/Dy at the equilibrium
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p(A%) | E/N(K) | (V)/N | (T)/N
0.029 | —45.04(4) | —63.65(7) | 18.61(7)
0.031 | —45.66(3) | —65.52(5) | 19.86(5)
0.033 | —46.24(2) | —67.02(5) | 20.78(5)
0.036 | —46.93(2) | —69.36(7) | 22.43(7)
0.038 | —47.13(2) | —71.57(7) | 24.44(7)
0.040 | —46.86(3) | —72.95(5) | 26.09(5)

Table 3.10: Total, potential and kinetic energies per particle near the equili-
brium density corresponding to the Hy molecules immersed in the Na subs-
trate.

density. From the asymptote, one extracts the superfluid fraction; the result
for the present system is 0.08, again a very small figure. In Ref. [78], with K
instead of Rb and different Lennard—Jones parameters, a much larger value
of the superfluid density was reported (0.25). This sizeable decrease is mainly
due to the more attractive Ha—alkali potential used in this work that we con-
sider as more realistic. Also it is noted that the triangular lattice of K atoms
with parameter 10A is not a realistic one since it has never been experimen-
tally observed.

3.3.2 2D p-H: on Na

The trial wave function adopted for the present system also corresponds to
equation (3.23). The optimal variational parameters are b = 3.7 and 5.62 A for
the Ho—H2 and H2-Na pairs, respectively. The H»-Na interaction is modeled
with the L-J potential, o = 4.14A and e = 30 K [90].

The substrate is considered a strict two-dimensional triangular lattice of
parameter 10A where the alkali atoms are assumed static and point-like. We
are confident about the reliability of this sodium film [88, 87] which is found
to be adsorbed on Ag(111) at very low temperatures (T <35 K).

In Table 3.10 we present the total, potential and kinetic energies per parti-
cle corresponding to the adsorbed p-H> molecules at different densities, cal-
culated by means of the DMC technique; the fit to the polynomial curve (3.10)
gives the values B= 86.16 K, C'= 221.69 K, po= 0.038 A=2 and ep= -47.13 K,
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Figure 3.7: Radial pair—distribution functions corresponding to the Hy-Hg
(dashed line) and H2-Na (solid line) pairs. Both are calculated at the equi-
librium density po = 0.038 A~2.

where py and e are the equilibrium density and energy, respectively.

It is observed that the equilibrium density of molecular hydrogen im-
mersed on Na is notably higher than the one on Rb (0.023 A=2). The ratio
between the number of molecules and the number of alkali atoms at equi-
librium is 10/3 in Na and 2/1 in Rb. The responsible of such increase in pg
is the decrease of the repulsive core corresponding to the crossed interaction
(0Hy—Na < 0m,—Rb), which makes larger the free surface available by the H
molecules.

Making use of the formulas and methodology described in the previous
subsection, we have calculated the condensate and superfluid fractions in the
Na-Hj system. Our results evidence a very small condensate fraction (ng ~
0.02) and a considerably large superfluid fraction, ps/po= 0.33 (2), at equili-
brium. The increase of the superfluid fraction respect to the Rb substrate is re-
lated to the increase of the p-Hz concentration at the equilibrium. Predictably,
if homogeneous 2D p-H2 was liquid at zero temperature its superfluid frac-
tion would be equal to one and the equilibrium density would be 0.063 A—2
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Figure 3.8: Diffusion coefficient of the center of mass in imaginary time. The
asymptotic value is the DMC estimation of the Hy superfluid density im-
mersed in the Na substrate, p;/po= 0.33(2).

(as we have deduced previously in the pure liquid case, see Figure 3.2).

Attending to the results obtained on the Rb and Na substrates, it can be
stated that small variations of the parameters entering the Hy-alkali poten-
tial forms may provide noticeable differences on the computed properties of
p—Ho>. This fact puts in evidence the need of more accurate and versatile po-
tentials in order to get more reliable results.

It is worth noticing that the equilibrium density obtained for the Na case
coincides with the result obtained by Gordillo and Ceperley [78] for the K
substrate, and that both superfluid fractions are very similar (~ 0.30). There-
fore,it is evidenced a strong dependence of this magnitude on the coverage,
since the parameters entering both Hy—-alkali potentials are different.

In Figure 3.7 we depict the radial pair-distribution function correspon-
ding to the Hy-H2 and H>-Na pairs. Despite solid order is exhibited on them,
the peaks are less sharp than the corresponding to the H2-Rb case (see Figure
3.4). This fact is in accordance with the larger diffusion of the molecules, fea-
ture that is behind the notable increase of the superfluid fraction.
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3.3.3 Plausibility of the 2D model

Many experimental and theoretical studies of liquid Hs adsorbed onto dif-
ferent alkali substrates have been reported recently [92, 93, 94, 95]. Once we
place a liquid above a certain surface at a pressure equal to the saturated va-
por pressure, two possible behaviours are expected: spreading across the sur-
face (wetting) or beading up to form a droplet (non-wetting). Experimental
evidence shows that liquid Ha wets the surface of bulk alkalis at tempera-
tures higher and around 20 K (for instance, T, ~ 18K in Rb and T}, ~ 21 K
in Cs) [92, 93]. On the other hand, few full-quantum finite temperature simu-
lations are found to date to derive conclusive results concerning this wetting
transition [94, 95]. Furthermore, these theoretical results depend on the form
of the adsortion potential and generally do not take into account the effect of
corrugation (substrate is assumed smooth). In any case, non-wetting transi-
tion of liquid H2 down to 15 K has been assessed, with the exception of Li.

Despite these facts, the general assumption in our 2D model regarding the
alkali substrate (monolayer with lattice parameter 10A) differs significantly
from the aforementioned pure cases where the substrate is semi-infinite,
smooth and denser (since it is at bulk equilibrium). As we have cited pre-
viously, Rb and Na are allowed to form low coverage triangular lattices when
are adsorbed on Ag(111), because the valence electron of the atoms polarizes
strongly toward the metallic substrate, and then the system results in an en-
semble of mutually repulsive dipoles.

To be completely rigorous we should also include the interaction of the
Ag substrate with the Hy molecules in the Hamiltonian of the model, which
it is known to be strongly attractive [96]. One example which illustrates the
a priori importance of including such interactions is found in recent work
by Shi et al. [94]. In this reference, the authors compute the wetting transi-
tion temperature of liquid Hy above a 15A thick film of Rb adsorbed on Au;
they find that this transition temperature is few kelvins lower than the one
predicted on pure Rb.

According to these considerations, Gordillo and Ceperley [78] carried out
several simulations of the Hy—Ag system, and deduced a constrained confine-
ment of the hydrogen molecules in the z-direction at a mean distance 2.4A
from the top layer of silver. This height is practically equal to the distance
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where alkali layers nucleate above the Ag(111) plane (2.8-3.0A).

Therefore, the large confinement imposed by the Ag substrate in the z—
direction and the weak interaction of the molecules with the alkali atoms in a
parallel plane to the silver surface, are reasonable assessments to consider the
proposed 2D Ha-alkali model as realistic.

3.4 Molecular ortho—-deuterium

Deuterium is a stable isotope of hydrogen two times heavier than it due to
an adittional neutron. Analogously to H, deuterium atoms, D, join covalent
bonds to form molecules, D2, which in view of the Hg bulk case, are expected
to freeze at low temperatures in spite of their light weight (equal to that of
“He). The deuterium molecule is a bosonic particle with total angular mo-
mentum equal either to 1 (para—D2) or to 0 (ortho-D3); our study is focused
on the 0-D state because is the one with spherical symmetry.

Next on, we present a complementary study to the one in section 3.1,
where the isotopic effects concerning the ground state of the p-H film are
explored by means of the exact DMC technique.

In our model, the 0o-D3 molecules are arranged in a triangular lattice
and assumed point-like; the interaction between them is modeled with the
Silvera-Goldman potential. The trial wave function adopted in this case is
slightly different from (3.3) because the pair—correlation factors, 2, depend
on two variational parameters, namely b and c,

N N

Yja (r1,ra, ..., IN) = e 3O/mi) T e~ 8 (ni—Ril)* | (3.26)
i<j i

After carrying several VMC runs we found that the set of optimal parameters

is b=3.32 A ¢= 7 and a= 0.67 A=2. All the DMC simulations have been per-

formed with 120 particles within a rectangular plane with periodic boundary

conditions applied on the two orthogonal directions. The critical number of

walkers, n,,, is 250 and the time step, A7, 51074 K~1.

In Figure 3.9, we have plotted the total energy per particle as a function
of the density; the solid line represents the best fit to our data in the form of
the polynomial curve (3.10). The value of the parameters are B=241(3) K, C'=
324(10) K, ep=-42.30(5) K and po=0.078 A~2.
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Figure 3.9: Equation of state of solid 2D D3 at zero temperature (solid line and
filled circles). The EOS corresponding to 2D Hy is also shown (dotted line and
empty triangles) for a direct comparison.

By direct comparison with the EOS corresponding to p-H2 (shown also in
Fig.3.9, dotted line), one realizes that in the 0-D3 case the equilibrium density
is higher and the binding energy decreases substantially. The comparatively
heavier mass of the o-D2 molecules, forces them to reduce the kinetic energy
and mean squared displacement at any given density (see Tables 3.11, 3.12,
3.3 and 3.4). This fact allows the system to increase its equilibrium density in
order to take advantage of the interparticle attraction.

With respect to the microscopic structure within the solid D film, we have
calculated the radial pair—distribution function at the equilibrium density (Fi-
gure 3.10), Lindemann’s ratio and kurtosis (Table 3.12). In Figure 3.10 we have
shown the radial pair-distribution function of 2D 0-D3 and p-Hs, each of
them at its own equilibrium density. The peaks on molecular deuterium are
sharper and somehow closer than on hydrogen because the density and de-
gree of localization of the particles are larger. This statement is also corrobo-
rated by the results contained in Table 3.12, where the Lindemann’s ratio is
invariably some tenths smaller than in H at the same density. As it could be
expected from the previous study regarding the p—H film, kurtosis in Dy is
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practically vanishing since none direction is preferred by the molecules mo-
ving around the equilibrium positions.

a(r)

r(A)

Figure 3.10: Radial pair—distribution functions of solid 2D D, at the equili-
brium density 0.078 (A~2) (dashed line), and p-Hz at the equilibrium density
0.068 (A—2) (solid line).

Once the existence of the 2D p-Hs liquid phase has been rigorously
refused, it has no sense to wonder about the same issue in the 0-D 3 system,
since the mass of the molecules is doubled and the strength of the potential is
conserved. It is worth noticing that recent experimental evidence of a stable
D3 liquid phase placed on a krypton pre—plated graphite substrate has been
observed at temperature T~1.5 K [97]. On the expectance of new and more
explanatory experimental and theoretical works, molecular deuterium may
be regarded as a potential target where to observe similar quantum features
to those expected in Hj.
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p(A?) | E/N(K) | (V)/N(K) | (T)/N (K)
0.046 | —22.40(2) | —29.12(1) | 6.72(1)
0.053 | —27.97(1) | —37.31(1) | 9.34(1)
0.060 | —33.57(1) | —46.26(1) | 12.70(1)
0.069 | —39.41(1) | —57.36(1) | 17.96(1)
0.076 | —42.12(1) | —65.81(1) | 23.70(1)
0.084 | —40.80(1) | —71.62(1) | 30.82(1)
0.094 | —29.32(2) | —71.97(1) | 42.65(1)

Table 3.11: Total and mixed potential and kinetic energies per particle as func-

tions of the density corresponding to 2D D at absolute zero temperature.

p(A?) Y C10) Clon)
0.053 | 0.204(1) | 0.00(1) | —0.06(2)
0.060 | 0.187(1) | 0.01(1) | 0.00(1)
0.069 | 0.160(1) | 0.00(2) | —0.01(1)
0.073 | 0.149(1) | —0.01(1) | 0.01(1)
0.078 | 0.139(1) | 0.00(1) | 0.01(1)
0.080 | 0.135(1) | —0.02(1) | 0.00(1)
0.088 | 0.124(1) | 0.00(1) | —0.03(1)
0.094 | 0.117(1) | —0.02(1) | 0.02(1)

Table 3.12: Lindemann’s ratio, v, and kurtosis, ¢ of 2D D5 are shown at diffe-

rent densities near the equilibrium.



Chapter 4
Ground-state properties of LiH and LiD

4.1 Introduction

Hydrogen forms stable stoichiometric hydrides by reaction with all of the al-
kali metals: Li, Na, K, Rb and Cs [98]. Since the first x-ray study [99] in 1931,
it has been shown that LiH, NaH, KH, RbH and CsH (AlkH in short) crystal-
lize with the rock-salt structure (i.e. a fcc with a two-atom basis: Li in (0, 0,0)
and H (D) shifted by (a/2)(i+j+k)) at room temperature. In these materials,
evidence seems consistent with hydrogen being present in the form of anions
or modified anions. Some electron distribution investigations [100], estimated
the ionic charge in LiH to fall in range from 0.4 to 1.0 electron-charges, indi-
cating that the alkali hydrides are probably very similar to the alkali halides
with respect to the electronic structure. In addition, calculations of the elec-
tronic charge density in LiH, based on the local density approximation, show
that most of the electronic charge is transferred from Li to H [101]. Because of
this fact, which gives rise to long-range interactions between hydrogen atoms,
the H dynamics in these compounds is expected to be very different from the
one in group III-VIII metal hydrides. However, only LiH and LiD have been
studied in some detail [102], both theoretically and experimentally.

The choice of lithium hydride and deuteride have not been casual at all:
they are rock-salt crystals having only four electrons per unit cell, which
makes them the simplest ionic crystals in terms of electronic structure. More-
over, there is a large isotopic effect provided by proton and deuteron ex-
change. Last but not least, owing to the low mass of their constituent atoms,
these two compounds represent a good case for the calculations of the zero-

65
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point motion contribution to the lattice energy. In this respect, they are ge-
nuine quantum crystals, somehow related to the hydrogen (H2 and D3) [103]
or the helium (3He and “He) [30] families. By comparing an important anhar-
monicity parameter, namely the zero-temperature Lindemann’s ratio [104] for
Hin LiH, vy = 0.12, to the ones of other quantum crystals, one finds that H in
LiH lies in between solid Ha (v = 0.18) and solid Ne (v = 0.09), placed very
close to solid D3 (y = 0.14). Because of these unique physical properties (and
also because of their use in thermonuclear weapons) LiH and LiD are in ge-
neral fairly well described, even in condition of very high pressure (p > 10
GPa), both structurally (neutron diffraction) [105] and dynamically (second-
order Raman spectroscopy) [106], and through ab-initio electronic structure
simulations [107].

However, as far as complete lattice dynamics works are concerned (i.e. in-
cluding full phonon dispersion curves), the situation looks much less exhaus-
tive. The LiD dispersion curves were measured by coherent inelastic neutron
scattering in 1968 [108], even though the longitudinal optical branch was al-
most unobserved, and subsequently they were fitted through a 7-parameter
shell model (SM7) and converted into equivalent LiH data. Later on [109],
the same data have been fitted again through a more advanced method: a de-
formation dipole model with 13 adjustable parameters (DDM13), which also
provided elastic and dielectric constants, effective charges, second order Ra-
man spectra etc., all in good (or fair) agreement with the known experimen-
tal values. The only noticeable exception was represented by the H-projected
density of phonon states (H-DoPS) for LiH [110],

6
Zu(e) = 51230 len(a, )6 — wla, ) @)
a j=1

where q is a phonon wave-vector contained in the first Brillouin zone, N
is the number of these wave-vectors, j is labeling the six phonon branches,
en(q, j) is the polarization vector for H, and w(q, j) is the phonon frequency.
Both LiH H-DoPS deduced from SM7 and DDM13 turned to be rather dif-
ferent from the old incoherent inelastic neutron scattering measurement [111].
In addition, both SM7 and DDM13 are force constant models and do not pro-

vide any suitable inter—ionic potential scheme for LiH.
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The potential approach was first attempted by Hussain and Sangster [112],
who tried to include alkali hydrides in a larger potential scheme derived for
all the alkali halides making use of the Born-Mayer functional form. Con-
sidering the little number of adjustable parameters (i.e. 3), the LiD disper-
sion curves obtained from this potential are quite in good agreement with
the coherent neutron scattering data [108]. However, the existence of some
problems in this scheme for LiH (e.g. the H-H Pauling parameter turned out
to be unphysical, the elastic constants were too large etc.), prompted Haque
and Islam [113] to devise a new set of potentials (HI) for both LiH and NaH.
Nevertheless, despite their better description of some of the macroscopic pro-
perties of LiH and their superior physical soundness, the HI potential does
not provide any advantage over the older one as far as the dispersion curves
are concerned.

Finally, it is worth mentioning an important ab-initio calculation of the
LiD dispersion curves [114], which correctly included the zero-point effects
in the lattice energy minimization procedure.

Regarding thermodynamics, accurate constant-pressure specific heat
measurements on LiH and LiD in the temperature range 7' = (4-300) K are
reported by Yates and co-workers [115]. These experimental results, once cor-
rected for thermal expansion with the help of temperature dependent lattice
parameters [116] were used to extract the effective Debye temperature, © p,
as a function of T'. The relative thermal variation of © p in LiH was found to
be very large, 20% between 4 K and 80 K and more than 30% between 80 K
and room temperature. This fact comes to reveal a strong anharmonicity in
the LiH lattice dynamics. Later, a comparison between experimental © p(T)
data and the DDM13 results of Dyck and Jex [109] was made. The agreement
was found quite good between 30 K and 300 K, while for temperature values
below 20 K some anomalies in the behavior of the experimental specific heat
were found. The measured heat capacity displays a peak at 7., = 11.1 K (for
LiH), the origin of which has not yet been discovered, although the possi-
bility of a phase transition to a CsCl-type structure has been suggested [115].
The specific heat measurements in the reported temperature range are mainly
sensitive to the details of the phonon density of states in its low energy region
(say 0 — 30 meV) [117], which lies for LiH in the acoustic band, spanning the
phonon energies in the (0 — 70) meV range. Thus, unfortunately, thermody-
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namics seems rather unable to probe the real H dynamics in LiH.

It is consistent to believe that the combined use of incoherent inelastic
neutron scattering, from which the H-DoPS can be worked out, and of fully
quantum simulations, from which important equilibrium physical quantities
can be derived (mean squared displacement, mean kinetic energy and Ein-
stein frequency), can provide a new and deep insight into the problem of
quantum hydrogen dynamics in condensed matter.

This chapter is developed according to the following scheme: the experi-
mental H-DoPS (Hydrogen-Density of Phonon State) deduced from a neutron
scattering experiment on LiH and the indirect measurements derived from
it, are firstly shown. Next, the simulation technique, namely the variational
Monte Carlo, and the results obtained through it are presented. Then, a com-
parison between the quantities derived from the experimental spectra and
the estimates obtained through the variational Monte Carlo simulations, and
other less advanced techniques, is established. Finally, an analogous theoreti-
cal study of LiD is presented in order to study the isotopic effects induced on
LiH.

4.2 Lithium Hydride

4.2.1 Experimental and data analysis

The referred neutron scattering experiment was carried out by D. Colognesi
and M. Zoppi on TOSCA-II, a crystal-analyzer inverse-geometry spectrome-
ter [118] operating at the ISIS pulsed neutron source (Rutherford Appleton
Laboratory, Chilton,Didcot, UK). The technical aspects of the experiment are
described with great detail in Ref. [119], here we just present the experimental
output and its later analysis.

Once Colognesi and Zoppi obtained the experimental TOF (time-of-flight)
spectra corresponding to LiH at room temperature T=20 K, they carried out
non-trivial transformations and energy corrections on it, in order to deduce
the H-projected density of phonon states in LiH, Zy(w), defined as

() = 00 @W(@) 5@ 0 [eom (512 ) 1)

hQ?: [ 7 huw
QW(Q):ﬂ /0 w28 o <2/<:BT> (4.2)

2muy w
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Figure 4.1: Hydrogen projected density of phonon states in LiH. The
experimentally-determined result is plotted as circles, the full line represents
a DDM13 lattice dynamics simulation [109], the dashed line a SM7 lattice
dynamics simulation [108], and the dotted line the old neutron measure-
ment [111].

where S, 1(Q,w) and W(Q) are the one-phonon component of the expe-
rimental scattering law and Debye-Waller factor, respectively. The technicali-
ties along the whole analytical process followed to obtain Zy(w) are properly
described in Ref. [120].

The resulting Zy(w) is plotted in Fig.4.1. Equations (4.2), and the other
in [120] used to work out Zy(w), are formally exact only in the framework of
the harmonic approximation, but they have a practical validity which is far
more general, as explained by Glyde [30] in the context of solid helium. From
Zn(w), making use of normal and Bose-corrected moment sum rules [121],
we are able to derive three important quantities related to the hydrogen dy-
namics in this hydride, namely the H mean squared displacement (u%), the
H mean kinetic energy (7%), and the H Einstein frequency, Qo 11
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0

The deduced experimental results are (u%) = 0.062(1) A2, (Ty) = 80(1)
meV, "y 1 = 109.2(9) meV.

4.2.2 Variational Monte Carlo Simulation

We have studied the ground-state properties of solid LiH by means of the
variational Monte Carlo (VMC) method [64]. VMC is a fully quantum appro-
ach which relies on the variational principle. Assuming only pair-wise inte-
ractions between the different atoms in the crystal, the Hamiltonian descri-
bing LiH is:

72 Ny 72 Ny; Nu : ) Ny ( )
_ 2 2 HH) /. LiLi)/..
H=-5-> Vi —2mLini +Zv (erZv (rij) +
=1 =1 1<J 1<)
Nu,NvLi
> VIR () (4.4)
L, J

where r;; is the distance between the atoms composing an i, j pair; my; is
the Li average atomic mass; Ny and Ny; stand for the number of H and Li
atoms, respectively; and yEH) L) gpd v (©LLLD) represent the three pair-
wise interaction potentials.
The variational principle states that for a given trial wave function ¥, the
expected value of H is an upper bound to the ground-state energy E:
(V|H[P)
~—— = FE>EF. (4.5)
(U|w)
The multidimensional integral required in the calculation of Eq.(4.5) can not
be evaluated exactly by analytical summation methods, like the hypernetted



Chapter 4. Ground-state properties of LiH and LiD 71

chain formalism [124]. However, a stochastic interpretation of this integral is
rather straightforward, and this is actually the task carried out by the VMC
method, with the only cost of some statistical noise.

The trial wave function chosen for importance sampling corresponds to
the extensively tested Nosanow—Jastrow model [30, 7]

U=F%. (4.6)

The Jastrow factor F' contains two-body correlation functions between the
different pairs fHH), f(LLL) ang fHLD),

Nu Nri o N, N .
F=]]") [Ty I £ ) (4.7)
i<j i<j ij

and @ localizes each particle around the lattice equilibrium sites of the crystal
phase R through the functions g™ and ¢(M):

N, Ny,i
d— T (e — RINTT (e, — RE
= [To™ (s = RID TL o™ (Iri — RE)) . (4.8)

The VMC simulation is carried out at a molar volume vg = 10.059 cm?
which is the experimentally estimated value at zero pressure and zero tem-
perature [105, 122]. The lattice constant, derived from the experimental molar
volume vy, is a = 4.0578 A. The calculation is worked out with a simulation
box containing 108 particles of each type with periodic boundary conditions.
We have checked that this number of particles is large enough for practically
eliminating size effects on the more relevant quantities in the present study:
the H mean kinetic energy, its mean squared displacement around the lattice
sites, and its Einstein frequency.

As we have seen in the introductory section, LiH and the rest of hydrides
and deuterides of light alkali metals are well described as ionic crystals. This
nearly perfect ionic bonding allows for a model in which ions H™ and Lit,
both with a 1s? electronic configuration, are occupying the lattice sites of the
crystal. The present simulation relies on this model, assuming rigid closed-
shell ions interacting via central interatomic potentials. The overlap repulsion
potential between the ions is taken from the semi-empirical Born-Mayer in-
teraction [123], and van der Waals attractive terms are also included to deal
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with polarizability effects. According to this general scheme, as previously
mentioned, Haque and Islam [113] proposed their pair potential V}(I?’ﬁ ) (r):
« CCV
Vit (r) = Bag exp (= Aapr) = =22, (49)
with {a, f}= Li, H. The set of parameters entering Vé?’ﬂ ) (r) is reported in
Table 4.1. In order to evaluate the influence of the interatomic potentials in our
results we have also used the model proposed by Sangster and Atwood [125],
Vs(z’ﬁ ) (r):
Cag  Dagp

Ve (1) = Bupexp [Aag (Eap + Fap —7)] — =3

, (4.10)

which incorporates a dipole-quadrupole attractive term. The parameters for
LiH, which are taken from Hussain and Sangster [112], are reported in Table
4.2.

The main task in a variational approach like the present one is to seek
for a good trial wave function ¥ (Egs.( 4.6- 4.8)). Like in solid helium calcu-
lations [7], we have chosen analytical two-body f@B(r) (see Eq.(4.7)) and
one-body g (r) (see Eq.( 4.8)) correlation factors with a set of free parame-
ters to be optimized. In particular, f(*#)(r) is of McMillan type [38]:

5
7B () = exp [—% (baTﬁ> ] ; (4.11)

and the specific phase factor is a Gaussian centered on the sites of the crystal
lattice:

g(o‘) (r) =exp <—% car2> . (4.12)

In the optimization search the absolute minimum of the internal energy
(H)w is looked for. However, the number of parameters is large enough to
make this optimization rather difficult. In order to discern between local mi-
nima of similar quality we have also calculated the energy of the solid in-
cluding Coulomb contributions, considering the ions as point-like particles.
Under this criterion, the final parameter set is the one which simultaneously
minimizes the short-range energy and the total energy including Coulomb
contributions. The values obtained, which are the same for the two short-
range potentials Vir and Vga, are: cr; = 150 A2, ¢y = 15 A2, by = 2.0 A,
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a B | Awp(AY) BaseV) Cop(eVAS)

Li Li 7.3314 1153.80 0.0
Li H 3.1000 187.29 0.0
H H 5.5411 915.50 4.986

Table 4.1: Parameters of the Vé?’ﬁ ) (r) potential by Haque and Islam [113].

o B | Aas(AY) BaseV) Eas(A) Fag(A) Cap(eVA%)  Dog(eVA®)
Li Li | 38.48731 17.8000 0.2226 0.2226 0.0549073 0.0216285
Li H | 3.784068 0.17675  0.2226 1.9000 0.9568660 2.0013052
H H | 2.608380 0.01422 1.9000 1.9000 48.872096 185.18284

Table 4.2: Parameters of the VS(X’B ) (r) potential proposed by Sangster and At-
wood [125], estimated by Hussain and Sangster [112].

brii = 1.5 A, and b= 1.0 A. Among the three b, Jastrow parameters, the
most important is the cross one (br,ii), since the first neighbours of a H™ ion
are Li*, and vice versa. It is worth noticing that the optimal values for ¢, re-
flect the difference in the degree of localization around the sites between the
two ions due to their significantly different masses, cy << cr;. Including the
Coulomb potential in the energy, the energies per particle are -5.07(2) eV and
-5.32(2) eV for the Vyy and Vs short-range potentials, respectively.

Information on the spatial structure of the solid can be drawn from
the two-body radial distribution functions g(®# (r). In Fig.4.2, results for
the three components g'*P) (1) are shown. As expected, the location of the
peaks follows the interparticle pattern imposed by the lattice: each ion is
surrounded by ions of opposite sign and ions of equal sign are distributed
with the same periodicity. The major mobility of H™ with respect to Li* is
also observed by comparing the height and the spreading around the sites of
g (1), on one hand, and ¢("™) (1) and to a lesser extend g1 (1), on the
other.

A structural quantity which can be directly compared with the present
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experimental data is the mean squared displacement of the H™ ions, (u%)

Ny
(ujy) = NLH <Z (r; — R?)2> : (4.13)

i=1

Using the trial wave function quoted above, the VMC result is (u%) =

0.074(2) A2. The resulting Lindemann’s ratio:

2 2
= i) , (4.14)

a

is 0.134. Additional insight on the spatial localization of H™ can be obtained
by calculating the H™ density profile up(r), with r the distance of the ion to
its site. The function ug(r) is shown in Fig.4.3; it is very well parameterized
by a Gaussian with the VMC expected value (u?) = 0.074(1) A? (see the solid
line in the same figure).

12 T T T T T

10 r

g*P
(o))

r(A)
Figure 4.2: Two-body radial distribution functions in LiH: gt (), solid
line; g1 (1), dashed line; g4 (1), dotted line.
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Figure 4.3: Variational Monte Carlo result for the H™ density profile, uy (r), in
LiH. The solid line corresponds to a Gaussian with a mean squared displace-
ment equal to the variational Monte Carlo value (u?) = 0.074 A2.

The kinetic energy per particle of H™ is one of the partial contributions
to the total energy of the solid, which is evaluated at each step of the VMC
simulation. It is the expected value of the operator:

B2 M 2y
(Ti) = — 5~ <Z 7 > : (4.15)

i=1

with configuration points generated according to the probability distribution
function |¥|2. As in the estimation of (u%), the H™ kinetic energy is the same
for the two interatomic potentials (Eqs. 4.9,4.10) since the optimization pro-
cedure has led to the same variational wave function. The result obtained is
(Ty) = 84(1) meV.

The third physical quantity evaluated in the present experiment, the Ein-
stein frequency )y 1, can be calculated in a VMC simulation through its pro-
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per definition:

2 1 ol 2
Qo = 3 Ne > ViVa(r) ) (4.16)
i=1

where the expected value of V2V (r) is calculated over the configurations
generated by the probability distribution function |¥|?, and Vj;(r) is the po-
tential felt by an ion H™:

Nu Nri
1 1 .
VH(I’Z) = 5 E V(H’H) (’I“Z‘j) + 5 E V(H’Ll) (’I“Z‘j) . (417)
J#i Jj=1

The result obtained applying Eq. (4.16) is 72 i = 110.3(5) meV.

4.2.3 Discussion

The aim of this discussion section is twofold: 1) comparing the outputs of
the experimental and theoretical approaches, namely IINS and VMC simula-
tions; 2) finally, shedding some light on the important point of the possible
quantum anharmonic effects on the H™ dynamics in low-temperature LiH.

Comparison between IINS and VMC results

Since VMC is a ground-state method, Zy(w) can not be directly evaluated.
However, through the aforementioned normal and Bose-corrected moment
sum rules in Eqgs.(4.3), it was possible to describe the main features of the H-
DoPS via (u%), (Ti) and Qo 11, which are equilibrium quantities calculated by
the VMC code. Before proceeding with this comparison, it is worth noticing
that the VMC calculation is performed at zero temperature, whereas the mea-
sure is accomplished at T=20.1(1) K. But thermal effects are negligible since
the Debye temperature of LiH is approximately 1100 K [102], and therefore
the measured system can be certainly considered in its ground state, at least
as far as the H™ ion dynamics is concerned. This assumption can be easily
proved by calculating (always from the experimental Zy(w)) the zero-point
values of the H mean squared displacement and mean kinetic energy, setting
T=0: (u)(T = 0) =0.062(1) A2 and (T} )(T = 0) = 80(1) meV, identical within
the errors to the values estimated at T=20.1 K.
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Going back to VMC, one can notice a value of the zero-point H mean squ-
ared displacement (0.074(2) A?) slightly higher than the IINS experimental
measure. In addition these two figure have to be compared to the most re-
cent neutron diffraction estimate by Vidal and Vidal-Valat [126] (u%) = 0.0557
(6) A2 (extrapolated at T=20 K by the present authors from the original data in
the temperature range 93 K—293 K), which appears close but still discrepant
from the VMC and IINS findings. However, it has to be pointed out that a
previous room-temperature diffraction result by Calder et al. [100], (u%) =
0.068(1) A2, seems to exhibit a similar trend if compared to the Vidal and
Vidal-Valat’s figure in the same conditions: (u%) = 0.0650(6) A2, On the other
hand, for the other two aforementioned physical quantities, the agreement
between IINS ((T1) = 80(1) meV, A2y i = 109.2(9) meV) and VMC ((Tx) =
84(1) meV, Ry u = 110.3(5) meV) is much more satisfactory, confirming the
validity of our combined IINS-VMC method.

An interesting test on the obtained results can be accomplished in the
framework of an approximate estimation known as the Self Consistent Ave-
rage Phonon (SCAP) formalism [127, 32]. The SCAP approach relies on the
well-known Self Consistent Phonon (SCP) method, but replacing the sums of
functions of the phonon frequencies by appropriate functions of an average-
phonon frequency [32]. Results for quasi-harmonic and harmonic solids like
Ne, K1, and Xe obtained using SCAP have shown good agreement with ex-
perimental data. The application of this formalism to quantum crystals seems
however more uncertain due to the relevant increase of anharmonicity. As
LiH seems to be a quantum crystal, but with less anharmonicity than for
example “He, SCAP can somehow help in the present study. Normally SCAP
is used to evaluate various physical quantities in an iterative way, employing
lattice parameters and interatomic potentials only [127]. Here, on the contrary,
the method will be applied in one single step, starting from “exact” values of
Qo u. To this end, we have calculated via SCAP (at 7' = 0) the H mean squared
displacement and mean kinetic energy using the relations:

3h
2 \(SCAP) _
(uH> 2mH Q(],H ;
1

3
<TH>(SCAP) = 3 mH(uIQ{ >(SCAP)Q%’H =7 hQo 1 - (4.18)
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(SCAP—VMC) _

The results obtained through this approximation are: (u%)
0.0564(3) A2, (uf,)(SCAP=IINS) = 0,0570(5) A2, (Tyy)(SCAP—VMC) = 82 7(4) meV,
and (Ty)(SCAP=IINS) = 81.9(7) meV. By comparing these approximated values
with the microscopic ones, one realizes that the H mean kinetic energy values
come out very close, but the SCAP values of the mean squared displacement
are significantly smaller, actually not far from the neutron diffraction result
by Vidal and Vidal-Valat [126]. The physical meaning of these results is
straightforward: both SCAP equations are exact at 77 = 0 in presence of a
purely harmonic Einstein solid (i.e. if Zy(w) =6 (w — Qo.1) ). But if the solid
system exhibits a broader H-DoPS, (u?)S¢AP) comes out rather underesti-
mated because Q&H is exactly computed stressing the high-frequency part of
Zy(w) via the integrand factor w? (as in Egs. (4.3)). In this way, one somehow
corrects for this bias by expressing the zero-point mean kinetic energy as the
product of (uf)SCAP) times Qg,H, because (Tt) would be exactly evaluated
via the integrand factor w (see Eqs.(4.3)), which still stress the high-frequency
part of Zy (w) but less than Q%,H' Nevertheless, it is quite remarkable the good
accuracy achieved by this relatively simple approach in evaluating the mean
kinetic energy, probably beyond what is a priori expected for a system with a
possible quantum-crystal character like LiH.

Possible quantum anharmonic effecs in LiH

Given the relatively large value of the H Lindemann’s ratio in LiH (yy=
0.13 as seen above), it is natural to inquire on the low-temperature anhar-
monic effects in the H™ ion dynamics. In this respect our tools are well suited
since VMC is a microscopic quantum technique wich neither assumes the har-
monic approximation, as the usual lattice dynamic calculations does, nor the
semi-classical treatment of the particle motion, as the molecular dynamics ap-
proach considers [128]. The method applied to test the existence of possible
quantum anharmonic effecs in LiH (at 7' = 0) was simply devised running
the same VMC code in a "harmonic way”, i.e. replacing for every atomic pair
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i, j the exact pair potential value V (*9)(r;;) by [117]:

21/ (o,
VD (i) = VD (g 55) + % (0 — ;)" (W) (w; —uy) ,
rl-]@rij
Ti5=T0,ij
(4.19)

where r; and u; are the instantaneous position of an i atom and its dis-
placement from the equilibrium position, respectively, while r;; stands for
the vector r; — rj, and 79 ;; is the equilibrium separation of an atomic pair
i, j. Tt is worth noting that both the static potential energy V (*#)(rq ;) and
the Hessian components are all calculated only once per each atomic pair
i,j, since they depend only on the equilibrium distance 7y ;;. However
the “harmonic” results from VMC did not show any significant difference
(within their uncertainties) from the “exact” ones, proving at least that in
the framework of the semi-empirical pair potentials employed quantum
anharmonic effects are totally negligible in the evaluation of (u%) of (Ty) at
T=0.

Summary

Dynamical properties of solid LiH at low temperature have been studied
using a neutron scattering experiment with higher accuracy than previous
measures. The analysis of the scattering data has allowed for the estimation
of three relevant quantities intimately related to the microscopic dynamics of
H in the solid: its mean squared displacement, kinetic energy, and Einstein
frequency. Apart from the intrinsic interest in an accurate quantitative deter-
mination of these magnitudes we have tried to shed light on two fundamental
questions on the physical nature of LiH, i.e., its quantum character and its de-
gree of anharmonicity. To this end, and also to make a direct comparison with
theory, we have carried out a quantum microscopic calculation of the same
three quantities quoted above using VMC.

The consideration of solid LiH as a quantum solid is already justified by
its Lindemann’s ratio which is smaller than the two paradigms, 4He and 3He,
but still appreciably larger than the common values in classical solids. From
a theoretical viewpoint, it supposes the unavoidable introduction of at least
two-body correlations to account correctly for its ground-state properties. We
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have verified using VMC that this feature also holds in solid LiH. A some-
how more quantitative check of its quantum nature [30] is the comparison
between the zero-point kinetic energy from the Debye model and the VMC
kinetic energy, which agrees with the experimental one. In the Debye model,
the zero-temperature kinetic energy is estimated to be Tn = 9/16 0p, with 6p
the Debye temperature; considering fp = 1100 K, (T) ~ 1.7Tp, not far from
the factor 2 estimated in solid *He [30].

The degree of anharmonicity has been established by comparing the full
VMC calculation with another one in which the real interatomic potentials
have been substituted by harmonic approximations (Eq. 4.19). As commented
in the previous Section, both VMC simulations generate identical results and
then possible anharmonic effects are not observed. This situation is diffe-
rent from the one observed in solid “He where quantum character and an-
harmonicity appear together. Apart from the appreciable difference between
both systems looking at their respective Lindemann’s ratios, a relevant fea-
ture that can help to understand the absence of anharmonicity in LiH is the
significant difference between the interatomic potentials at short distances in
both systems. Helium atoms interact with a hard core of Lennard-Jones type
whereas the short-range interaction between the components of the mixture
LiH is much softer (exponential type) according to the Born-Mayer model.

The agreement achieved between the neutron scattering data and the vari-
ational Monte Carlo calculation is remarkably good and probably better than
what initially could be expected from the use of semiempirical interactions.
The VMC predictions for the H kinetic energy and Einstein frequency coin-
cide within error bars with the experimental measures. On the contrary, the H
mean squared displacement is ~15% larger. This points to probable inaccura-
cies of the model potentials, in particular, to cores of size smaller than the real
ones. The ab initio calculation of more realistic pair interactions could help
enormously to improve a microscopic description of LiH and justify for the
future the use techniques beyond VMC like the diffusion Monte Carlo (DMC)
or path integral Monte Carlo (PIMC) methods.
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T.(meV) | u2(A?%) | i o(meV) | v,
H- | s84(1) | 0.074(2) | 110.3(5) |0.134
D | 67(1) |0.043(2) | 936(5) |0.102

Table 4.3: Kinetic energy per particle T;,, mean squared displacement u?, Bin-
stein frequency 7(2g o, and Lindemann’s ratios vy, for H™ and D~ ions in LiH
and LiD. The figures in parenthesis are the statistical errors.

4.3 Lithium Deuteride

In the present section, we present microscopic results for the ground state of
the D™ ions in solid LiD by using the variational Monte Carlo (VMC) me-
thod [129]. Keeping in mind the previous agreement between our theoretical
calculations in LiH and the corresponding incoherent inelastic neutron scat-
tering data, we have extended our study to LiD in order to elucidate the
relevance of quantum isotopic effects.

The crystalline structure of LiD is a fcc lattice with a two-atom basis in-
volving the Li* and D~ ions and parameter equal to 4.044 A [102]. The Cou-
lomb interaction between the ions is the responsible of the cohesion of the
solid, while short-range interactions are globally repulsive and smaller in
magnitude. The overlap repulsion potential takes the form of the Born-Mayer
interaction and includes the usual van der Waals attractive term. We have
adopted the Sangster and Atwood [125] interatomic potential which addi-
tionally incorporates a term for the dipole-quadrupole attraction (equation
(4.10)). The values of the parameters are the same that in the H™ case (see
Table 4.2).

The trial wave function used in the VMC calculations is also described by
equations ( 4.6), ( 4.7) and ( 4.8) with parameters bpp = 1.5 A b = 1.5 A,
ep =30 A~2,and ¢ = 150 A2,

We have estimated the mean squared displacement, mean kinetic energy
and the Einstein frequency of the D™ ion. The results are shown in Table 4.3
where the same magnitudes referred to the H™ ion have been included to
facilitate the comparison.

Observing the results for H™ and D™ one can see that the larger mass of
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0.6

Figure 4.4: H™ (circles) and D~ (squares) density profiles in LiH and LiD,
respectively. The lines on top of the data correspond to Gaussians with the
mean displacement reported in Table 4.3.

D~ translates into a lower kinetic energy and mean squared displacement; a
comparison between the density profiles of both ions is shown in Fig.4.4.

Using SCAP theory [127, 32], the mean squared displacement and the ki-
netic energy are simple analytical functions of the Einstein frequency. Con-
sidering the values for Al ,, reported in Table 4.3, the SCAP results are:
TEAP) = 82 7(4) meV, TCAY) = 70.2(4) meV, u? 5 = 0.0564(3) A2, and
uQD(SCAP) = 0.0332(3) A2. The SCAP results are not far from the VMC ones,
with a better agreement in the prediction for the kinetic energies. The larger
discrepancies in u2 are mainly due to the simplification of the SCAP density
of phonon states which corresponds to an Einstein solid (a delta function cen-
tered in Qg ).

In a purely harmonic approach, and neglecting the slight differences in
the lattice constants for LiH and LiD, the isotopic correction by substituting
H by D would be in the Einstein frequency hQ&D =1/ V2 Qo 1. Then, using
SCAP, TS = 1/v/2Ty, and u%h =1/V2 u%l These values are hQ&D =78 meV,

TS =594 meV, and u%h =0.052 A%, The significant differences between these
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r(A)

Figure 4.5: Radial distribution functions between Li and H or D; LiT-H~ (dot-
ted line) and Li*-D~ (solid line) pairs.

results and the accurate ones of Table 4.3 shed light on the relevance of quan-
tum effects in the ionic solids LiH and LiD.

Additional information on the spatial structure of the solid can be drawn
from the two-body radial distribution functions ¢(*#(r). In Fig.4.5, results
for the radial distribution functions corresponding to the pairs of ions Li™-
H~ and Li*-D~ are plotted. The position of the peaks coincide in LiD and
LiH because the lattice structure is practically the same, but the peaks in
lithium deuteride are slightly narrower because the displacements of the D~
ions around the equilibrium positions are smaller due to their larger mass.

In conclusion, the fully quantum treatment of the system has shown the
existence of H-D isotopic effects, sizeable different from the corresponding
ones expected from a merely harmonic estimation. New neutron scattering
experiments, such as the recent ones reported in Ref. [119], would help
enormously to check our theoretical predictions and to confirm once more
the unavoidable quantum character of both LiD and LiH.






Chapter 5
Solid Ne at zero temperature

5.1 Introduction

Noble gases, like He, Ne and Xe, have been studied in great detail during the
last decades, both experimentally and theoretically [130, 131]. Due to their
simple electronic closed-shell structure, they appear to be affordable many-
body systems where to carry out feasible quantum computations and test
novel methods of calculation.

Although most of them are regarded as classical systems, quantum me-
chanical approaches are necessary to understand the nature of the lighter
ones, He and Ne, in the low temperature regime. As it is well-known, He is
the experimental and theoretical quantum many-body system for excellence.
Unique features as Bose-Einstein condensation (BEC) and superfluidity (SF)
are observed in liquid 1He, probably also SF in the solid phase but in a prac-
tically imperceptible fraction, due to the bosonic character of the atoms and
small weight.

Even though this is not the case of Ne, the classical picture of frozen parti-
cles distributed on a crystalline lattice and attending to the equipartion prin-
cipleis ruled out on it. Instead, a wider mean squared displacement, (u?), and
a kinetic energy per particle, (Ey), greater than the predicted by Classical Me-
chanics are observed. A parameter which corroborates the quantum nature in
solid Ne is the De Boer quantum parameter

h

meo

A = (5.1)

2 )

which is proportional to the ratio between the thermal De Broglie wavelength

85
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and the typical interatomic distance o. This quantum indicator is equal to 0.54
for Ne (2.50 for “He), while for argon and other heavier noble gases where
classical behaviour is expected it drops significantly to zero. In view of these
facts, solid Ne must be classified into the category of quantum crystal (see
Chapter 1), and consequently, fully quantum approaches are required to get
comprehensive knowledge from it.

Experimental information on structural properties in condensed matter
systems is obtained from the static structure factor function, S(q), which is
directly measured from the output radiation in the elastic scattering experi-
ments. This function can be estimated theoretically by means of QMC me-
thods, since it is related to the Fourier transform of the radial distribution
function, ¢g(r). In the case of bulk Ne, S(q) was measured long time ago in
the liquid phase [133], however, only theoretical estimations of it are found
for the solid. On the other hand, deep inelastic neutron scattering techniques
(neutron Compton scattering -NCS-, for instance) provide reliable informa-
tion about the collective motion of particles in condensed matter systems
(dynamic structure factor -S(q,w)- at high momentum transfer and momen-
tum distribution -n(p)-). Apart from the variational approach, fully quatum-
mechanics methods devised to simulate the real dynamics of physical pro-
cesses are still under development [134, 135]. Despite of this, an exception is
made with respect to the momentum distribution. As it has been proved [10],
the QMC approach is able to provide trustworthy estimations of n(p) in the
quantum system of interest through a Fourier transform of the one-body den-
sity matrix.

In the case of *He near the ) transition, it is well-known that the shape of
n(p) is remarkably different from a Gaussian [30]. Therefore, it is of great in-
terest to know to what extent the momentum distribution and kinetic energy
of an intermediate quantum system like Ne is different from classical pre-
dictions. Several NCS experiments on liquid and solid Ne have been pu-
blished to date [132, 136, 137, 141]; also systematic fully quantum calcula-
tions in the low temperature regime (4-30 K) have been carried out in both
phases [138, 139, 140]. However, some discrepancies in the shape of the mo-
mentum distribution (strictly Gaussian or not) and the kinetic energy per
particle, (Ey), are stated when theoretical results and experimental measu-
rements for the solid phase are contrasted.
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The first theoretical calculation of solid Ne was performed by Bernades in
1958; it was a variational calculation assuming uncorrelated single—particle
wave functions. He obtained a kinetic energy per particle of 48.0 K [142].
However, the total ground-state energy calculated with this approach was
found to be in poor agreement with experiment, and therefore, the introduc-
tion of many—particle correlations appeared to be necessary. Few years later,
Nosanow and Shaw carried out a Hartree calculation (variational calculation
with better uncorrelated single—particle wave functions) and estimated a ki-
netic energy of 42.8 K [143]: they obtained a better agreement with experi-
ment, mainly for the ground-state energy and mean squared displacement
from the equilibrium positions. Further on, Koehler also studied solid Ne but
within the Self Consistent Phonon (SCP) formalism (pure harmonic appro-
ach) [144]; he obtained 42.6 K for (E)) and other similar results to those of
Nosanow and Shaw.

Nevertheless, most of the neutron scattering experiments in solid Ne have
agreed in estimating a ground-state kinetic energy value around 49K [132,
140]. In principle, the discrepancy in (E}) between the abovementioned early
calculations and recent experiments could be explained in terms of anhar-
monic effects and /or inaccurate approximations. However, using the Path In-
tegral Monte Carlo (PIMC) method, it has been shown that the kinetic energy
per particle in solid neon at very low temperature is around 41 K [140, 141].
Moreover, two different modelizations of the interatomic interactions in Ne
(L-J and HFD-C2 [145]) have been explored with PIMC in order to infer the
dependence of the kinetic energy on them [140, 141]. However, while the ini-
tial discrepancy with experiments in the temperature range (4-20)K is main-
tained, the results obtained with the two different potentials turned out to be
compatible.

Recently, Timms et al. [141] have carried out new experimental measures
that seem to converge to the many-body theory predictions. The ground-
state kinetic energy in Ref. [141] is determined by means of a linear extrapo-
lation of the excess kinetic energy measured in the temperature range 4-20 K;
they report (Fj)¢*'"?=41(2) K as the zero temperature result.

In this chapter, we present a QMC study of the ground state of solid Ne
with the DMC technique. The corresponding equation of state (EOS) at T=0K
is assessed and several thermodynamic functions as the pressure and com-
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pressibility are derived from it. The kinetic energy per particle at the equi-
librium density is calculated and compared with previous PIMC and experi-
mental predictions at zero temperature. It is shown that our estimation of (E},)
in solid Ne falls within the interval yielded by the zero temperature extrapo-
lation of Ref. [141]. We have also tackled the problem of anharmonicity in so-
lid Ne comparing the exact DMC results with the ones obtained through the
Self Consistent Average Phonon (SCAP) and Self Consistent Phonon (SCP)
theories [127, 32]. Complementarily, an structural study of the solid is pre-
sented; the pair-radial distribution function, Lindemann’s ratio, kurtosis and
density profile of the atoms around the sites have been calculated.

The schedule of the chapter is the following: in the first section we des-
cribe the modelization of the system and the trial wave function used for im-
portance sampling; next, we present our ground-state results and compair
them with the ones calculated with other approaches; finally, some conclu-
ding remarks are put forward.

5.2 The model

Solid bulk Ne is modeled assuming point-like atoms disposed in a fcc lat-
tice and interacting via a radial pair-wise potential. The Hamiltonian of the
system is

R ) N
He= g — Z v?4 ; V(ri;) (5.2)
where 7;; is the radial distance between the i and j labeled atoms, N the num-
ber of particles and my. the atomic mass, equal to 20.173 a.m.u (this figure
results from the average of the isotopic masses weighted by their correspon-
ding abundances).

The potential chosen to model the interatomic interactions corresponds to
the HFD-B form [146]. This potential reproduces within experimental error
some of the macroscopic and microscopic properties of Ne over a wide range
of temperature, and it turns out to be more realistic than the HFD-C2 [145]
and L-J models at short distances. Explicitly,

V(r) = eO(x) (5.3)
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where
C C
O(z) = Aexp (—az + ﬂxQ) — F(z) <x_g m_s
with
_ (D _1)?
Flz) = exp[ ( 1)] x <D
1 x>D
and
r
xr = —
T'm

The values of the parameters for the potential are

A =895717.95 | a = 13.86434671
D =1.36 rm = 3.091 A
5 = —0.12993822 e=42.25K
Cs = 1.21317545 | Cs = 0.53222749
Cho = 0.24570703

Cho
710

)

It is known that, in the high pressure regime, the introduction of three-
body terms in the effective potential of rare—gas solids is required to get an
accurate description of them [140, 147, 148]. For instance, in solid Ar this limit
is posed around 50 kbar. However, this fact does not affect the results pre-
sented here since our simulations have been carried out at densities corres-

ponding to the 0-2 kbar pressure range.

Regarding the trial wave function chosen for importance sampling, ¥,

this corresponds to the Nosanow-Jastrow model,

N N
Vg (r1,r2,....vn) = [ [ f20ri5) [ [ &1 (/i — Ral)

i#] i=1

with

(5.4)
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fo(r) = e~ ()¢ (5.5)

and best parameter values a = 6.5 A=2 b = 4.0 A and ¢ = 5. The first fac-
tor in U7 takes into account the pair correlations between particles, while
the second introduces the crystalline lattice. Regarding the parameters of the
simulation, the number of particles per box (where boundary conditions are
applied) is N =256, the time step A7=2.7.10~* K~! and the critical walker
population n,,= 260. These parameters have been chosen in order to ensure
the correct asymptotic behaviour with respect to AT and n,,.

5.3 Results

5.3.1 DMC results

The equation of state of solid INe at zero temperature is depicted in Fig.5.1. In
this figure, the solid line corresponds to a polynomial fit, e (p) = E (p) /N,

2 3
e(p) :eo—i-a(p;()pO) +b<%> (5.6)

to the DMC energies reported in Table 5.1 (solid points in the figure); energy
tail corrections are included in the figures quoted in the table, in order to

correct the finite-size errors introduced by the simulation box.
The parameters of the fit are a= 910(3) K, b= 826(20) K, eg=-232.87(1)K and
po= 0.04550(2)A—3, where ey and pg are the equilibrium energy and density,

respectively.
It is worth noticing the excellent agreement between the equilibrium pro-
perties we have obtained and the experimental measurements e;""'= -232(1)
K and p§*"= 0.044976(3) A3, found in Refs. [149, 150].
Furthermore, once e(p) is known it is straightforward to deduce the pres-
sure, P(p), and compressibility, x(p), through the set of equations
de(p)
Ply) = 2
(p)=pr 9
1 9dp
K(p) = ;8_P

(5.7)
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Figure 5.1: Total energy per particle in solid Ne as a function of density at
absolute zero temperature. The solid line corresponds to a polynomial fit to
the figures quoted in Table 5.1 (solid points).

The compressibility deduced at the equilibrium density is ko= 0.87(1)-10~°
Pa~!, which is also in excellent agreement with the experimental value ;" b=
0.89(2)-107° Pa~! found in Ref. [150]. Complementarily, the dependence of
the compressibility and pressure with the density are drawn in Figs.5.2 and
5.3, respectively.

An interesting magnitude in the study of homogeneous condensed sys-
tems is the spinodal density, pg, i. e. the limit which the system is not ther-
modynamically allowed to cross maintaining a homogeneous phase. At this
density, the system fulfills the relation 0P/dp= 0, which is equivalent to an
infinite compressibility and zero speed of sound; our prediction for this mag-
nitude is ps= 0.0350(2) A~3, which corresponds to a pressure P(ps)=-1.10(5)
kbar. In Ref. [151], Herrero presents a comprehensive study of solid Ne in
the negative pressure regime by means of the PIMC method. The author mo-
delizes the interatomic interactions with the L-J potential and calculates the
pressure at the spinodal density and zero temperature, through a linear fit of
the squared bulk modulus versus pressure; he yields P(ps)"*M“=-0.91 kbar,
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p(A=3) E/N V/N T/N
0.040 | —221.03(2) | —251.37(6) | 30.34(6)
0.043 | —230.25(1) | —266.48(6) | 36.23(6)

0.044 | —232.04(1) | —270.61(10) | 38.57(10)

0.045 | —232.77(1) | —273.38(6) | 40.61(6)

(2)
(3)

0.047 | —231.85(2) | —277.02(10) | 45.17(10)
0.050 | —223.21(3) | —275.38(10) | 52.17(10)

Table 5.1: Total energy, potential energy and kinetic energy per particle of
solid Ne at absolute zero. The potential and kinetic energies on the table are
pure estimations.

and p5TMC=0.0356 A~3. The discrepancy with our results in P(ps) may be
explained in terms of the potential form: slight differences between the to-
tal energies deduced from the L-J] and HFD-B potentials may be amplified
carrying out successive derivatives with the density (pressure and bulk mo-
dulus) [140].

The pure estimator technique enables us to calculate exactly the expected
ground-state value of any coordinate operator which does not commute with
the Hamiltonian (see Chapter 3). By calculating the pure estimation of the po-
tential energy, we can estimate in an unbiased way the kinetic energy per par-
ticle, (Ey), as the difference between the total and potential energies divided
by N. The value we have obtained is (E})=41.68(6) K. Despite this estimation
is more accurate than the zero temperature study reported by Timm:s et al. in
Ref. [141], (Ex)¢*""P= 41(2) K, both results are compatible.

We have also carried out an structural exploration of the solid at the equi-
librium density. In Fig.5.4, the radial pair-distribution function, g(r), is de-
picted. This function is proportional to the probability of finding some par-
ticle at a certain distance r from another, and as it is observed, it exhibits a
collection of peaks corresponding to the distances between crystalline posi-
tions in the fcc lattice.

One characteristic parameter in the study of quantum solids is the Linde-
mann’s ratio,y, which is defined as the ratio between the squared root of the
mean squared displacement, (u?), and the smallest distance between neigh-
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Figure 5.2: Compressibility of solid Ne as a function of density at T=0 K. The
dot (e) indicates the equilibrium density where o= 0.87-107 Pa~!.

bouring positions in the perfect lattice. Our estimation of the Lindemann’s
ratio at the equilibrium density is yn.= 0.088(2), which is significantly smaller
than in “He (0.26) or Hz (0.18). The corresponding mean squared displace-
ment, (u%,), is equal to 0.077(1) A2, In Table 5.2 we also quote y at some den-
sities near the equilibrium; there, it is observed that v reduces whenever the
density is increased. This behaviour can be understood in terms of energy
minimization: despite the gain in kinetic energy, derived from the increase in
atomic location, the gain in cohesion when approaching to the perfect lattice
turns out to be more advantageous.

In order to describe how the Ne atoms are distributed around the equi-
librium positions, we have calculated the density profile function, x(r), and
kurtosis, (g. The density profile yields the probability of finding one parti-
cle at a distance € (r, r+dr) from any arbitrary site of the lattice. The mean
squared displacement, <u2>, then can be obtained as

(u?) = 4n /OOO p(r)yrtdr (5.8)

In Figure 5.5, function x(r) is plotted at the equilibrium density; the solid
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Figure 5.3: Pressure of solid Ne as a function of density at T=0K. The density
range shown in the figure embraces from the spinodal density, ps = 0.035(2)
A3, to the maximum simulated one, 0.050A 3.

line in it corresponds to a Gaussian fit to our data (points). To check the re-
liability of this fit, we have assumed it instead of p(r) in equation (5.8) and
then recalculated (u?). The result obtained so is 0.079(1) A2, which perfectly
agrees with the previous direct calculation 0.077(1) A2.

Once the shape of the atomic density profile is proved Gaussian, kurtosis
may be computed whenever to decide atoms move isotropically or not. This
magnitude is defined as

. <u4(z’jk)>
Cligh) = < 5

—— -3 (5.9)
u? i)

where u;;;) are the projections of the vectors connecting each lattice site with
its nearest particle along the (ijk) direction (cubic basis). It is easy to prove
that when the atomic distribution around the lattice sites does not depend
on the direction and is Gaussian, kurtosis equals zero. For the present system
at the equilibrium density, we have obtained ((199)= 0.0078(63) and ((g10)=
0.0062(59), which indeed imply isotropic motion of the Ne atoms around the
equilibrium positions. Some other results concerning (¢ at densities near the
equilibrium one are listed in Table 5.2.
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Figure 5.4: Pair-radial distribution function in solid Ne at the equilibrium
density pg. The location of the peaks corresponds to the neighbours in the fcc
lattice.

5.3.2 SCAP results

It is known that the Self Consistent Phonon theory (SCP, [30]) is accurate for
describing the main features of solids in the middle way between classical
and quantum behaviour. This theory makes the assumption of particles being
coupled harmonically with frequencies within a certain range and modes de-
termined by the crystal symmetry and lattice parameter. A simplified version
of this theory is the Self Consistent Average Phonon theory (SCAP, [127, 32])
which adopts the expressions of SCP theory but replacing the summation
over the different vibrational frequencies by an averaged one (Einstein’s fre-
quency, §2o).

Despite this crude simplification, the agreement between experimental
measurements and SCP/SCAP theories in solid Ne and other rare gases (Ar
and Kr) is excellent when thermodynamic properties (isothermal bulk modu-
lus, specific heat, etc.) are calculated within these approaches [32]. However,
we would know to what extent harmonic assumptions in solid Ne are accu-
rate enough for deriving microscopic properties of its ground state.
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Figure 5.5: Density profile of the Ne atoms around the lattice positions. The
solid line corresponds to a Gaussian fit to our data (points).

To partly answer this question and also get insight about possible an-
harmonic effects in solid Ne, we have calculated the corresponding kinetic
energy and mean squared displacement assuming the SCAP approximation.

The formulas of interest are

N
1

%= <Z V?V(ri)> , (5.10)

i=1

3h
2\(SCAP) _
(u?) 2mSy
1 3

<Ek>(SCAP) = 3 m<u2>(SCAP)Q(Q) — Zhﬂo , (5.11)

where V() is the potential felt by a Ne atom and m its mass.

We first compute the exact Einstein’s frequency, 2, with the pure esti-
mator technique within the DMC approach, and then calculate the value
of expressions (5.11). The results we have obtained are, 7{2o= 62.04(1) K,
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p (A3 Y C100) C(010)
0.040 | 0.099(2) | 0.017(12) | 0.012(14)
0.043 | 0.092(2) | 0.000(8) | —0.001(8)
0.044 | 0.091(2) | 0.000(10) | 0.000(10)
0.045 | 0.087(2) | —0.006(7) | —0.014(7)
(2)
(2)

0.047 | 0.086(2) | 0.000(20) | 0.000(10)
0.050 | 0.083(2) | 0.000(10) | —0.010(10)

Table 5.2: Lindemman’s ratio, v, and kurtosis, (¢ of solid Ne at different den-
sities close to equilibrium.

(u% )%91P=0.058(3) A2, and (Ej)°“4P= 46.5(1) K. It is observed that the
agreement between approximate SCAP and exact DMC results is not satis-
factory, especially in the case of the mean squared displacement.

The existing discrepancies between these results could be explained in
view of two different arguments: a) harmonic approximation in solid Ne is
valid but the crude simplification made on the density of phonon states (delta
function centered on (2) is not accurate, and b) harmonic approximation is
not valid in solid Ne.

As was mentioned in the introduction of this chapter, Koehler estimated
within the Self Consistent Phonon framework the kinetic ground-state energy
in solid Ne, obtaining (E})%“F'= 42.6 K [144]. This result is reasonably com-
patible with our exact result and PIMC as well, however, this is not the case
for the SCAP prediction. This fact, together with the Gaussian and isotropic
distribution of the atoms around the lattice positions (characteristic of a par-
ticle in a harmonic field), make us incline towards option a) above.

Assuming only fully harmonic interactions among the particles in a solid,
it is stated at zero temperature [121]

(W) () = 2 ([[z@iw) ([ zwew) 6w

where Z (w) is the density of phonon states of frequency w (see equations 4.3
in Chapter 4). If Z (w) in Eq.(5.12) is approximated by a delta function (SCAP),
the product (u?)(E},) equals the quantity 952 /8m. Then, if (E},) is substituted
by the exact value 41.68(6) K, (u?) turns out to be ~ 0.065A2, which is still far
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from the exact result 0.077(1)A2 but closer than the original SCAP estimation.
One might expect to yield the exact (u?)(E},) value once the integrals entering
Eq.(5.12) were evaluated.

5.4 Comparison with previous results

In Fig.5.6 we have plotted some experimental and theoretical values of the
excess kinetic energy in solid INe in the temperature range (4-20)K. The excess
kinetic energy, E;*¢, corresponds to the part of the kinetic energy per particle
which exceeds its classical prediction.

3
B = (Ex) = ShuT (5.13)

At zero temperature, the excess kinetic energy coincides with the zero point
energy, so we have performed simple linear fits to the data in order to get
the crossing point with the energy axis (dashed lines). The value of the extra-
polated ground-state kinetic energy per particle corresponding to the expe-
rimental data found in Ref. [132] and Ref. [141], are 49.1(2.8) K and 41(2) K,
respectively. As it is observed in the figure, PIMC results obtained with the
HFD-C2 potential [140] (filled triangles) turn out to be compatible only with
data found in Ref [141].

In view of these and the previously presented results concerning the ki-
netic energy per particle in solid Ne, it can be asserted that:

- our DMC estimation is compatible with previous PIMC results and expe-
rimental data found in Ref. [141], but not with previous experimental data
found in Ref. [132]

- it is corroborated that no critical dependence of the ground-state kinetic
energy per particle on the selected potential form exists, since PIMC extrapo-
lations performed with the L-] and HFD-C2 models are compatible with our
DMC value obtained with the HFD-B potential.

For the sake of clarity we have not included in Fig.5.6 the earliest calcula-
tions of Bernardes [142] and Nosanow et al. [143]. The first work corresponds
to a variational calculation performed with an uncorrelated single-particle
wave function; they obtained a kinetic energy of 48.0 K. The poor agreement
between this result and ours is quite reasonable; first, because reliable estima-
tions of the total ground-state energy at the variational level do not ensure
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Figure 5.6: Experimental and theoretical values of the excess kinetic energy
(K) in the temperature range (4-20)K. Dots (e) corresponds to experimen-
tal data of Ref. [132], empty triangles (A) to experimental data of Ref. [141],
filled triangles (A) to theoretical PIMC calculations with the HFD-C2 poten-
tial [140], and the ¥ symbol in the ordinate axis to our exact zero temperature
calculation. The dashed lines (- - -) are linear fits to the experimental data in
Refs. [132] and [141].

reliable estimations of any other magnitude, and second, the introduction
of many-body correlations in the trial wave function model improves no-
tably the variational description of a quantum system like this. On the other
hand, the study carried out by Nosanow and Shaw [143] was performed at
the Hartree level. They obtained (Ej)"= 42.8 K, which surprisingly differs
from our exact result only in a 3%.

It is also worthwhile mentioning the work carried out by Hansen [152]
in which he performed a variational study of solid Ne with correlated wave
functions. He estimated a total ground-state energy at the equilibrium den-
sity only 4 K upper than the present value, however, he did not quote the ki-
netic energy. In spite of this, our variational Monte Carlo (VMC) study of the
system, previous to the DMC one, allows us to reproduce the total ground-
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state energy deduced by Hansen (~ -228 K), and the corresponding kinetic
energy of the atoms as well, (Ek>VM €¢=137.0(5) K. In this case, it is evidenced
that a fair agreement with the DMC total ground-state energy (2% error), does
not imply necessarily a similar variational agreement in the kinetic energy
(10% error) or any other magnitude.

5.5 Concluding remarks

We have studied the ground state of homogeneous solid Ne using the diffu-
sion Monte Carlo (DMC) approach. This technique asymptotically provides
the exact ground-state energy of the system as well as the expected values
of other operators. Our results concerning the binding energy, equilibrium
lattice parameter and equilibrium compressibility, agree notably with experi-
mental data. Regarding the structural properties, the pair radial distribution
function, g(r), density profile around the equilibrium positions, y(r), Linde-
mann’s ratio, v, and kurtosis, (g, have been assessed at the equilibrium den-
sity po= 0.04550(2) A3,

With the pure estimator technique we have computed the exact kinetic
energy per particle at absolute zero, obtaining (Ej)= 41.68(6) K. This result
comes to be compatible with a very recent inelastic neutron scattering expe-
riment [141] and previous PIMC calculations [140] in the temperature range
(4-20)K. On the contrary, previous experimental data on this matter systema-
tically underestimated the atomic zero—point energy few kelvins [132, 137].

Originally, the mentioned discrepancy between the experimental results
and first theoretical calculations based on approximate methods [143, 144],
was related to possible anharmonic effects. In order to detect anharmonicity
in solid Ne, we have calculated the density profile around the crystalline po-
sitions and the kurtosis. We have found that the density profile perfectly fits
to a Gaussian and that kurtosis vanishes in any of the three orthogonal direc-
tions of the cubic cell. In view of these results, we can conclude that the spa-
tial distribution of any atom around its site is isotropic and Gaussian, exactly
equal to the one which corresponds to a quantum particle moving within an
external harmonic potential. This fact, added to the compatibility of our fully
quantum calculation with the SCP one in Ref. [144], lead us to consider that
the harmonic approach is sufficiently accurate to describe the ground-state
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properties of solid Ne. We have also performed some calculations within the
SCAP framework, which is a simplified version of the SCP theory. However,
the results obtained in this case are not at all satisfactory.

All the theoretical results presented in this chapter have been obtained
assuming the interparticle potential form HFD-B [146]. The excellent agree-
ment between these and other fully quantum calculations assuming different
models for the interatomic interactions (L-] and HFD-C2), corroborates the
previously deduced conclusion that no critical dependence of (Ej) on the
potential form exists [140, 141].






Chapter 6
Solid “He at zero temperature

6.1 Introduction

Although helium is one of the simplest atoms in the Periodic Table of the Ele-
ments, its corresponding phase diagram is a rich and intriguing one which in-
defectibly accounts for its extraordinary quantum many-body nature. At T=0
K, and in equilibrium with its vapor pressure (P=0), helium is the only system
which remains in the liquid phase, wherein it exhibits unique phenomenona
like superfluidity (SF) and Bose-Einstein condensation (BEC). With a mode-
rate pressure of P~25 bars, He solidifies in the hexagonal closed—package
structure (hcp) [153], and indeed, the face—centered cubic (fcc) [154] and
body-centered cubic (bcc) [155, 156] crystalline forms can also be achieved
at higher pressures and temperatures (Figure 6.1).

Solid helium has been from early in the beginning of the 40’s up to present,
the objective of continuous investigations, both experimental and theoretical.
Just like it occurs in the liquid case, helium is the paradigm of quantum solids.
This fact is a direct consequence of its large zero—point kinetic energy and Lin-
demann’s ratio, both rendered by the light mass of the constituent atoms and
the weak attractive interaction acting among them. It is worthwhile noticing
that helium owns the largest De Boer parameter (see Eq.(1.6) and Table 1.1),
A* ~2.5, among the whole chemical species.

Such evident quantum character of solid He has motivated continuous
work focused on studying its main thermodynamic (heat capacity, bulk mo-
dulus, Debye temperature, etc.) [157, 158, 159] and microscopic aspects (mo-
mentum distribution, kinetic and binding energy, energy excitations, crysta-

103
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Figure 6.1: Schematic representation of the low temperature phase diagram
of 4He. Structure fcc, not included in the figure, is obtained above 120 MPa
and 18 K.

lline defects -vacancies, impurities...-, etc.) [170, 171, 26, 172, 173].

But, in spite of being one of the most thoroughly investigated crystals, so-
lid helium never stops marveling us. Recently, Kim and Chan [21, 22] have
observed non-classical rotation of inertia (NCRI) in solid “He at tempera-
tures below 0.2 K. In analogy to the superfluid case, where NCRI was first
predicted by London 50 years ago [174] and few time later evidenced by
Hess and Fairbank [175], this ascertainment would imply a supersolid phase
where the crystalline order and the superfluid-like behaviour could coexist.
The possibility of such state, which seemingly is counter to intuition, was
tirst suggested by Andreev et al. in 1969 [33] and subsequently put under
debate [176, 177, 178, 179]. However, experiments on this matter for the fo-
llowing 35 years were not successful. Kim and Chan’s experiments have re-
opened a long-standing controversy which is forcing theorists to revise the
generally accepted models concerning solid “He [180, 181, 182].

The aim of this chapter is twofold: first, a comprehensive and modern
QMC study regarding the equation of state (EOS) and related properties of
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solid 4He at zero temperature, and second, an artificial model of external lo-
calization in liquid *He is investigated and jointly linked to a plausible mode
of atomic diffusion within the crystalline structure.

In the first part of the chapter, the current level of accuracy in the descrip-
tion of solid *He is improved in two directions :

1) the semiempirical potential HFD-B(HE) [183] proposed by Aziz et al. in
1987, hereafter referred to Aziz II, is used to modelize the He-He atom in-
teraction. This potential improves significantly the theoretical EOS of the li-
quid phase when it is compared with other potentials, as for instance the
HFDHE?2 [184] one, widely used over the past decade [57]

2) an accurate treatment of the finite-size effects is carried out in order to
avoid the bias introduced by the simulation box. It is customarily assumed
when calculating energy corrections (tails) in solids, that the radial pair-
distribution function equals one beyond half the simulation box, despite it
exhibits an ordered pattern therein. We show that such approximation in so-
lid *He inevitably leads to an underestimation of the total energy of some
tenths of K, and propose an improvement for estimating energy corrections.

Within this first part, also a new study of the energy properties of over-
pressurized liquid 4He, that is, liquid helium in a metastable state, is pre-
sented and compared with the solid phase [185].

In the second part of the chapter, we intend to shed some light on
the renewed controversy provoked by Kim and Chan’s experiments on
supersolids. As was pointed out in previous chapters, the diffusion Monte
Carlo (DMC) method can provide exact estimations of the superfluid and
condensate fractions in bosonic systems with affordably computational
effort. Nevertheless, quantum solids within such framework are commonly
described by non-symmetrized and non-translationally invariant trial wave
functions. In consequence, atoms are not allowed to exchange and/or diffuse
within the simulation box, and therefore, superfluid-like behaviour in
crystals (if any) can not be studied. On the other hand, the extremely weak
superfluid signal (~1%) and low phase-transition temperature (~0.1 mK)
observed in the experiments, unfortunately overwhelm the computational
efficiency of other full-quantum approaches (PIMC) which, contrarily to
DMC, do not have to deal with trial wave functions.
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In view of these limitations, we have investigated by means of the DMC
technique an artificial model of localization in liquid 4He, where indeed, ex-
change symmetry and space delocalization are properly included in the trial
wave function. In this model, atomic localization is imposed externally by
means of a lattice of Gaussian traps. These traps are shaped in order to repro-
duce structural and microscopic properties of solid 4He at the same density.
Under these conditions, superfluid-like behaviour is assessed in a small fi-
gure (ps/p ~2-4%).

6.2 EOS of solid “He at T=0

6.2.1 The model

The Hamiltonian describing the N-body system is assumed to include pair—
wise interactions only, and the atoms are considered point-like. The He-He
interaction is modelized with the radial Aziz II potential [183], expressed in

the form
2
V(r) = e[Aexp (—az + B2®) — F(x) Y (Cojye/x* )] (6.1)
§=0
where
o= { ] 2o
1 xz>D
with
-
r=—.
T'm

The values of the parameters for the Aziz II potential are:

A = 1.844310 - 10° | o = 10.43329537
D = 1.4826 rm = 2.963 A
B = —2.27965105 e =10.948 K
Cs = 1.36745214 | Cg = 0.42123807
Cio = 0.17473318
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It has been proven [57] that this revised version of the HFDHE2 poten-
tial [184] produces a better description of the equation of state for liquid *He.

Regarding the form of the trial wave function, we have selected the usual
Nosanow-Jastrow model (equation 6.2) owing that it conforms with a good
variational description of the solid,

N N
Uny(ry,re, .., rn) = Hf2(7”z‘j) Hgl(\ri - Ry|) (6.2)
it i—1
with
b(r) = e () (6.3)

Bi(r) = 37

The family of vectors {R;} introduces the equilibrium positions of an hcp
lattice at the desired density, which is the realistic one at T=0 [153, 159]. Ho-
wever, in many of the related theoretical works found in the literature the fcc
lattice is adopted for the calculations [50, 187]. This fact is justified because,
tirst, energy differences between the two structures are negligible up to the
standard DMC accuracy level (the first and second shells of nearest neigh-
bours of an atom are identical in both cases), and second, the fcc symmetry
is the most convenient to treat with cartesian coordinates. In fact, we have
checked the mentioned agreement between the total energy of both phases
up to the present quadratic DMC accuracy level [189].

Since we have explored the system in a wide range of different densities
(from 0.380 to 0.620 o3, where o = 2.556 A), we have optimized the varia-
tional parameters contained in ¥ ; at some selected points, in order to pro-
vide a better description of the system. For example, the value of the parame-
ters at the lowest simulated density are b=1.12 0 and a = 5.7 o2, while at the
higher one are b=1.18 ¢ and a = 8.0 o 2.

On the other hand, the number of particles, IV, critical walker’s popula-
tion, n,, and time step, 7, used in all the simulations are 180, 400 and 2.7.10~4
K1, respectively. They have been adjusted to eliminate any residual bias
coming from them.
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6.2.2 Size corrections to the energy

The description of an infinite system of interacting particles generally is de-
duced from the simulation of a finite number of particles enclosed within a
box. The difference between the scale of the real and simulated systems can be
overcome by enlarging the size of the simulated system so much as possible
and applying periodic boundary conditions to it [190]. Even so, several cor-
rections to the energies quoted directly from the simulation must be done if
long-range correlations are present. Certainly, these corrections arise from the
fact that the maximum distance involving correlations in the simulation coin-
cides with the length—scale of the particle container. For instance, in the case
of charged particle systems the well-known Ewald’s sum formalism [190] is
provided in order to extend the Coulomb interaction to infinite.

In the case of liquid “He the net contribution of the energy tails to the total
energy per particle is quoted around some tenths of K [57]. The expressions of
the potential and kinetic energy tail corrections, namely (AV) % and (AT,
assuming a certain cut—off correlation length, R4, correspond to

AV tail o

% = 27Tp/ g(r)V (r)rdr (6.4)
AT \tail o0
% = —477Dp/ g(r)V2 Infy (r)ridr (6.5)

where N, D = h%/2m and p are the number, diffusion constant and density
of particles, and g(r), V(r) and f5 the radial pair—distribution function, pair
potential and pair—correlation function, respectively.

In most of condensed matter simulations R,,q, is one half the length of
the simulation box. In the case of liquids, the function g(r) can be well-
approximated to the unity in equations (6.4) and (6.5), and consequently,
(AV)til and (AT)!! turn out to be analytically accessible (standard tail cor-
rection -STC-).

Nevertheless, in the case of solids such approximation could result rather
inaccurate owing that the pattern of the radial distribution function is still os-
cillating beyond the cut-off distance (p.e. see Figure 6.5). In view of this fact,
and in order to get a description of the EOS in solid *He as precise as possi-
ble, we have estimated (AV)! and (AT)!* variationally without assuming



Chapter 6. Solid *He at zero temperature 109

g(r) = 1 beyond any limiting distance (variational tail correction -VTC-).

<AE>tail — <AT>taz'l + <Av>taz’l — <ET>var _ <ET>})\?T‘ (66)

[e o]

The subindexs in the above equation refer to the particle number, and the
limit N — oo, indeed equivalent to the R,,,, — 0o one in equations (6.4) and
(6.5), is reached through successive enlargements of the simulation box which
actually results computationally affordable within the variational approach.
In Figure 6.2 it is shown the asymptotic agreement between standard and
variational energy tail corrections for an infinite system (1/N — 0).
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Figure 6.2: Variational total energy per particle in solid “He at p = 0.540 03
as a function of 1/N. The filled circles correspond to the total energy assuming
STC energy corrections while the empty ones correspond to the total energy
deduced directly from the simulation; both respective linear fits (dashed and
solid lines) are coincident in the limit N — oo.

6.2.3 DMC results

In Figure 6.3 we have shown the EOS in solid 4He at absolute zero, assuming
both variational and standard energy tail corrections. As can be observed on
it, theoretical estimations including VIC show a general excellent agreement
with experiments and represent an appreciable improvement respect to the
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STC case [158, 159] (see Table 6.1). The solid and dashed lines on the figure
correspond to polynomial fits of the data in the common form (5.6); these
tits are used to deduce the dependence of the pressure with the density (see
Figure 6.4). Also in this case, an unusual accordance between our results and
experiments is evidenced.

-7 1 1 1 1 1

0.4 0.45 0.5 0.55 0.6
P
Figure 6.3: Ground-state energy per particle in solid 4He as a function of
the density. The empty triangles correspond to the experimental data from
Ref. [158], while the filled circles and triangles correspond to our DMC results
assuming VTC and STC corrections, respectively. The solid and dashed lines
are polynomial fits in the form (5.6) to our data.

Once the EOS in solid and liquid 4He are known, the respective free-
zing and melting densities can be computed easily with the double-tangent
Maxwell construction; assuming for the liquid phase the equation of state
from Ref. [57], which is also deduced with the radial pair-potential Aziz II,
we obtain p; = 0437073 and p,, = 0.48103. The melting pressure corres-
ponding to such zero temperature phase transition is according to our study
27.3 atm. Our results agree notably with the experimental values measured
by Grilly [191], who estimates p?xpt = 0.434073 and pSP" = 0479073 at a
pressure equal to 25 atm. It is worthwhile noting the GFMC calculation car-
ried out by Kalos et al. [187], which predicts the freezing and melting den-
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Figure 6.4: Zero temperature pressure in solid *He as a function of the den-
sity. The empty triangles correspond to the experimental data from Ref. [159]
while the solid line is deduced from our data assuming VTC corrections.

sities of 4He at pr = 0.438¢ 3 and p,, = 0.491073 and pressure 26.7 atm;
small discrepancies between these and our results are provided by the use
of the HFDHE2 potential form instead of the Aziz II one. In a recent work,
Ancilotto et al. [188] have studied the freezing of 4He and its solid-liquid
interface, using density functional theory and a L-J model for the atomic in-
teractions. Concerning the liquid—solid phase transition, they have obtained
pr = 0437073, p,, = 0.4900 3 and pressure 25.8 atm, which are values close
to both our results and experimental measurements of Grilly [191].

With regard to the structural aspects, we have computed the Lindemann’s
ratio, yie (Table 6.2), and the radial distribution function, g(r), and density
profile around the sites, 1., at the given density p = 0.4800 3 (Figures 6.5 and
6.6, respectively). As it is observed in Table 6.2, the Lindemann’s ratio of solid
1He loosely exceeds value 0.20 within a wide density range; for instance, the
equilibrium Lindemann’s ratio corresponding to hydrogen, yg ~0.18, and
neon, e ~0.09, also are significantly smaller than the figures reported in
this table. This uncommonly large Lindemann’s ratio, and kinetic energy as
well (for example, (E)¢*Pt = 24.2(3) K at T=1.6 K [26]), converts helium in
the quantum solid for excellence.
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ple™®) | E/N(K) | T/N(K) | V/N(K) | E“P'/N(K)
0.445 | —6.34(2) | 21.23(5) | —27.57(5)
0.460 | —6.22(2) | 22.48(3) | —28.70(3)
0470 | —6.13(2) | 23.24(3) | —29.37(3)
0.480 | —5.98(2) | 24.08(3) | —30.06(3)
0.491 | —5.83(2) | 24.98(3) | —30.81(3) —5.78
0.500 | —5.66(2) | 25.71(3) | —31.37(3) —5.62
0.520 | —5.19(2) | 27.50(4) | —32.69(4) —5.18
0.540 | —4.61(3) | 29.22(6) | —33.83(6) —4.60
0.560 | —3.98(4) | 30.98(4) | —34.96(1) ~3.90
0.580 | —3.00(5) | 32.98(5) | —35.89(1) —3.07
0.600 | —2.05(5) | 34.60(5) | —36.65(1)
0.610 | —1.34(5) | 35.83(5) | —37.17(1)

Table 6.1: DMC total, kinetic and potential energies per particle in solid 4He at
T = 0. The data is calculated assuming VTC energy corrections. Experimental
data from Ref.[158] are included in the last column; the figures shown therein,
are obtained with a fourth order polynomial fit to the referenced experimen-
tal measurements (made the exception of the first one which is transported
directly), in order to provide a direct comparison with our theoretical results
(that is, equal densities in both cases).
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p(o)] 0480 | 0491 | 0500 | 0520 [0.540 | 0.560 |
e | 0.260(1) [ 0.257(1) | 0.255(1) | 0.249(1) | 0.243 [ 0.237(1) |

Table 6.2: Lindemann’s ratio in solid He as a function of density at T=0 K.
These values are calculated with the pure estimator technique.

In Figure 6.5 is clearly shown how function g(r) still oscillates around the
unity beyond half the length of the simulation box; in fact, this justifies our
choice in calculating the energy tail corrections (VTC), which results in the
addition of some tenths of K to the total energy per particle.
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Figure 6.5: Radial pair-distribution function in solid “He at T = 0 and density
p=0.480(c3).

Additionally, the averaged density profile of the particles around their res-
pective lattice sites is shown in Figure 6.6, where a Gaussian fit to the data
points is also plotted (solid line). As it is observed in the figure, such Gaus-
sian fit reproduces correctly the local distribution of the particles around the
equilibrium positions. In a recent PIMC work [83], Draeger et al. have detected
a non-isotropic term in the Debye-Waller factor of solid “He at T~20K. The
authors have assessed non—vanishing values of the kurtosis in a certain di-
rection and at different densities; however, it is noted that these figures in
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Figure 6.6: Density profile of the particles around their respective lattice sites
in solid “He at T = 0 and density p = 0.491(c —3) (filled circles with error bars).
The solid line corresponds to a Gaussian fit to the data points.

Ref. [83] are reported without including the corresponding statistical uncer-
tainties. This PIMC result, contrarily to our DMC one, implies that the density
distribution of the *He atoms around the equilibrium positions of the lattice
is neither isotropic nor Gaussian. Possible causes of this disagreement could
be explained in terms of the temperature, which is close to the corresponding
zero Debye’s temperature (fp ~ 25 K), and/or the bias introduced by the
one-body term in the Nosanow-Jastrow model, which indeed is a Gaussian.

6.2.4 Overpressurized liquid ‘He

Quantum fluids in metastable states are presently a research topic of funda-
mental interest from both the experimental and theoretical viewpoints [160].
The extremely low temperature achieved in liquid helium makes this liquid
the purest in nature and therefore the optimal choice for observing homoge-
neous nucleation, which is an intrinsic property of the liquid. Caupin, Balibar
and collaborators have studied profusely the negative pressure regime by fo-
cusing high—intensity ultrasound bursts in bulk helium [161, 162]. In liquid
1He they have measured a negative pressure of -9.4 bar, only 0.2 bar above
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the spinodal point predicted by microscopic theory [163, 164]. The same ex-
perimental team has used recently this acoustic technique to pressurize small
quantities of liquid “He up to 160 bar at temperatures 0.05 < T < 1K [165].
This pressure is the highest pressure ever realized in overpressurized liquid
4He and is much larger than the liquid—solid equilibrium pressure, which at
T = 0 K is 25.3 bar. Liquid “He in metastable states has also been obtained
by immersing it in different porous media. Albergamo et al. [166], have car-
ried out neutron-scattering experiments in a medium with 47 A pore diameter
filled with densities below the equilibrium density and negative pressures up
to -5 bar. Using a different material, with 44A pore diameter, Pearce et al. [167]
have reported neutron—scattering data in the high density regime observing
a liquid phase up to ~40 bar. Therefore, the confinement of helium in porous
media makes feasible extensions of the pressure on both sides of the stable li-
quid phase. The nature of these two metastable regions presents a significant
difference. At negative pressure, there exists an end point (spinodal point)
where the speed of sound becomes zero, and it is thermodynamically for-
bidden to cross it maintaining a homogeneous liquid phase. On the contrary,
such a point does not exist on the overpressurized side. At present, the the-
oretical knowledge of the metastable regime at negative pressures is rather
complete with an overall agreement among quantum Monte Carlo, hyper-
netted chain based on Euler-Lagrange optimization, and density functional
theory [160]. On the contrary, the pressurized liquid remains until now nearly
unexplored.

In this subsection, we present diffusion Monte Carlo results for the over-
pressurized liquid phase up to 275 bar [185]. The DMC method is probably
the best suited way to deal with this metastable regime since the physical
phase of the system is controlled by the trial wave function used for impor-
tance sampling. It is worth noticing that overpressurized liquid *He in the
studied density range remains superfluid, since the roton energy and fraction
of condensate, both clear signatures of superfluidity, are non—vanishing in it.

The simulation of the liquid in its ground state is carried out by using
a Jastrow factor, U7 (R) = Hlj\i y fa(ri;), where f5 is a model proposed by
Reatto [45] and which incorporates nearly optimal short and medium range
two-body correlations (see Eq.(1.15)).

The DMC energies corresponding to the overpressurized liquid are ac-
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Figure 6.7: Energy per particle of liquid *He from the equilibrium density up
to the highest density calculated 0.60 2 (solid circles). The solid line corres-
ponds to the fit to the DMC energies using Eq.(6.7), and the open circles are
experimental data in the stable regime from Ref. [168]. DMC results for the
solid phase are shown as solid squares and compared with experimental data
from Ref. [158] (open squares). The error bars of our data are smaller than the
size of the symbols.

curately parametrized, from the spinodal point up to the highest densities
calculated, by the analytical form

3
e(p) = eo + €1 (ﬁ—1> [1— (ﬁ—1>] + by <ﬁ—1> +
pe pe pe
4
by <ﬁ - 1) : 6.7)
pe

with e = E/N, and p. = 0.26402 the spinodal density. The rest of the para-
meters in Eq.(6.7) are ¢g = —6.3884(40) K, e; = —4.274(31) K, b3 = 1.532(12)
K, and by = 1.433(24) K, the figures in parentheses being the statistical er-
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rors. DMC results of the energies of the solid phase, presented in the previous
subsection, are also included in Fig.6.7. Using the equation of state of both
phases, their respective pressures are obtained from the thermodynamic de-
finition P(p) = p? (0e/dp). The results obtained, which are shown in Fig.6.8,
reproduce accurately the experimental data [168] in the stable regime and pre-
dict a pressure P ~ 275 bar at the highest density evaluated, p = 0.60 ~3. Our
results are compared in the same figure with the analytic form suggested in
Ref. [165], adjusted to Abraham’s experimental data [169] (dashed line). Be-
low the freezing point, both curves agree but they give significantly different
values at higher densities; the difference amounts to ~100 bar at p = 0.60 3.
As a matter of comparison, the figure also shows the pressure of the solid
phase (deduced in the previous subsection, Fig.6.4).
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Figure 6.8: Pressure as a function of the density. The solid lines stand for
the DMC results obtained from the equations of state of the liquid and so-
lid phases shown in Fig.6.7. The dashed line is the extrapolation from expe-
rimental data [165, 169]; the symbols correspond to experimental data for the
liquid [168] and solid [158] phases.

The present DMC calculation of the equation of state of overpressurized
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liquid “He, is a new and accurate calculation posed in the interesting topic of
quantum fluids in metastable regimes, and which turns out to be a motivating
challenge for experimentalists.

6.3 Supersolid “*He

As was pointed out in the introduction of this chapter, a renewed controversy
on the possibility of superfluid-like behaviour in solid “He have been pro-
voked by the recent experiments of Kim and Chan [21, 22]. This issue has been
of great theoretical interest for many years [33, 176, 177]. However, on the one
hand, any experimental evidence of such supersolid phase was inexistent un-
til present, and on the other, a theoretical prediction of an upper bound to this
superfluid fraction of about 10~ had been generally accepted. The main re-
sult of Kim and Chan’s experiments is that a non—classical rotation of inertia
(NCRI) in bulk solid *He has been measured at temperatures below 0.2 K and
in pressure range 25-65 bars. The observed superfluid fraction lies between
0.8 and 1.7%. The discussion is open on whether such experimental observa-
tion forcedly implies superfluid-like behaviour in solid helium or, contrarily
to this, it just responds to the existence of some other effects present in the
quantum crystal (point and line defects, incommensurability, slippage within
the container, etc) [192, 193, 194].

The diffusion Monte Carlo method is able to calculate with affordable
computational effort the zero temperature superfluid and condensate frac-
tions in quantum liquids. In the case of the superfluid fraction, p,/p, this is
accomplished by computing the diffusion constant of the center of mass for
an infinite imaginary time [91],

Ps

—
p 0 6NTDg

(Rea (1) — Rewr (0))?) (6.8)

where Ry is the position of the center of mass of particles in the simulation
box and Dy the free diffusion constant of the particles 4% /2m .

Attending to Eq.(6.8), it is evident that a certain diffusion of particles
within the entire simulation volume is needed to register any superfluid sig-
nal. Nevertheless, the estimation of superfluidity in quantum solids (if any)
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is systematically reduced to zero owing that commonly used trial wave func-
tions describing the crystalline phase do not hold exchange—particle symme-
try. However, the correct inclusion of symmetry is not expected to modify
the energy results obtained within the Nosanow-Jastrow model since the ex-
change frequency has been estimated to be very small [52, 10].

In order to shed light on the possibility of a supersolid phase in 1He,
we have studied the ground-state properties of an ensemble of “He atoms
moving on an external potential field, which is designed to localize particles
around the positions of a certain crystalline lattice. In this way, instead of in-
troducing the solid structure via the customary Nosanow-Jastrow trial wave
function, ¥ ; (6.2), the same ordering conditions are achieved by imposing
an external potential field (see Figure 6.9) and describing the system through
a correctly symmetrized Jastrow factor, ¥ ;. Certainly, this model is not pre-
tended to be a formal description of solids within the QMC formalism owing
that the corresponding localization of the particles is obtained somehow arti-
ficially. However, scattering measures of the local order of the system would
show signals nearly indistinguishable to the ones of a real solid.

6.3.1 The structured liquid model (SLM)

The Hamiltonian corresponding to the structured liquid model (SLM) is,

2mH Z Vit Z V(rij) + Z Vewr (r:) 6.9)

1<j

where V' (r) is adopted in the Aziz II potential form and V,,(r) corresponds
to the external confining potential. The explicit form of such potential reads,

Vet (r) = a Z exp [ —r)? (6.10)

where a and b are free parameters whose values are assigned to reproduce the
main structural aspects of solid “He in the crystalline structure defined by the
vectors {R;}. With some more detail, the selected lattice corresponds to the
fcc symmetry at a density near the melting point, p = 0.4910 ~3; this option
is justified since this is the most convenient symmetry to treat with cartesian
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Figure 6.9: Schematic representation of a 1D ordered system imposed by a
periodic external potential field (solid line). The filled circles represent the
particles.

coordinates and which does not introduce any appreciable change respect to
the proper one (hcp). On the other hand, the trial wave function, ¥ ;, corres-
ponds to a Jastrow factor where the two-body correlation factors are adopted
in the common McMillan form exp {—0.5 (b/ r)ﬂ , being b = 1.300. Regarding
the parameters of the simulation, the number of particles is N = 108, the cri-
tical population of walkers n,, = 420, and the time step A7 =2.5.1074 K=}, in
order to reduce any possible bias coming from them to the level of statistical
uncertainties.

Two important technical aspects concerning the simulation of the SLM
must be noted: first, the equilibrium regime is costly reached due to the ins-
tabilities introduced by the deep constraining traps and the small time step
adopted for an effective sampling (especially for the branching stage where
the effect of the confining potential is fully taken into account -for reminding
see section 2.3-), and second, the estimation of the superfluid fraction results
in a very time consuming process due to the slow convergence towards the
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V/N (K) | oM ps/p
—31.81(10) | 0.378(1) | 0.27(5)
—32.37(12) | 0.329(5) | 0.13(3)
—32.78(10) | 0.320(3) | 0.08(2)
—33.47(10) | 0.294(2) | 0.05(2)
—33.77(10) | 0.247(2) | 0.02(1)
—35.54(10) | 0.192(2) | 0.0035(10)

Table 6.3: Potential energy, Lindemann’s ratio and superfluid fraction in the
SLM at the given density p = 0.4910 3. The different points are obtained
through varying the confining potential Ve (r).

asymptote in equation (6.8) (see Figure 6.10). These facts, together with the
seek of a convenient pair of parameters a and b, make these simulations very
demanding in computer time.

6.3.2 DMC results

In Table 6.3 we present the results concerning the interparticle potential
energy, Lindemann’s ratio and superfluid fraction in the proposed SLM in
the conditions previously mentioned. The interparticle potential energy is
computed by subtracting the entire effect of the external confining potential,
Veat(r), to the total potential energy. This estimation results analogous to the
one of the potential energy in the solid, which is found to be around -31.0 K
per particle.

The Lindemann’s ratio column in the same table, fySLM , 1s calculated in
the following manner: from any position defined by the fcc lattice the nea-
rest particle is found and the squared distance to it is computed to enter the
common definition of v (see equation 3.15); however, if once we have passed
among all the crystalline sites any particle has not been included on ~, the
corresponding summatory is readjusted by assigning the missgiven particle
to the nearest site which owns a repeated nearest particle index and is not
placed at a distance greater than one lattice parameter from it.

SLM

Certainly, these conditions on the evaluation of ~ are imposed to

avoid unwilling bias (double counting or missing of particles). In fact, we
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have also considered the condition nearest site—to—particle and we have
found that in the range 0.20-0.30 v*M just varies to decrease on the hun-
dredths; however, in this regime multiple occupation of a same site is ob-
served with frequency ~1-3%.
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Figure 6.10: Diffusion of the center of mass in the SLM for an infinite ima-
ginary time. In this case the evaluated superfluid fraction is ~0.13 and the
corresponding Lindemann’s ratio %M = (.329.

In the Nosanow-Jastrow model for solids (equation 6.2), previous consi-
derations made on v have non-sense since the atomic motion is bounded and
the identification particle-to-site (or equivalently, site—to—particle) is always
univoque; in spite of this, it is worthwhile noticing that in this model when
the nearest site-to—particle is considered the ~0.5% of the atoms are coinci-
dent with some another. Indeed, this occurs because the mean squared dis-
placement in solid “He at the given density is unusually large (i = 0.257).

The dependence of the superfluid fraction, ps/p, with 9™ is also con-
tained in Table 6.3 (see Figure 6.11), and can be fitted to a polynomial function
of fourth order (dashed line). With this model, the prediction of the superfluid
fraction in SLM when *M = (.257 is found to be ~2%. This particular point
is selected because in the case of solid 4He at zero temperature ypge = 0.257
at a density 0.4910 3 (see Table 6.2) and it corresponds to a pressure of ~ 34
atm, according to the EOS derived in a previous section. It must be noted that
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Figure 6.11: Dependence of the superfluid fraction, ps/p, with the Linde-
mann’s ratio in the SLM. The dashed line corresponds to a polynomial fit.

such pressure is on the range of Kim and Chan’s experiment on solid bulk
helium [22]. It is also worthwhile noticing that if the same dependence than

in Figure 6.11 is drawn, but calculating M

just considering nearest site—to—
particle (without redistributing particles to avoid double counting of a same
site), the superfluid fraction deduced at 0.257 is ~4%. Therefore, in order to
overcome any reasonable criticism regarding the evaluation of M
be cautious, it can be asserted that the superfluid fraction in the SLM when
the structural properties therein are very similar to those in *He at the same
density, is some number between 2—4%.

In Figure 6.12 the radial distribution function, g(r), corresponding to solid
4He (solid line) and the SLM (dashed and dotted lines) at the studied den-

sity are compared. In the case of SLM, the lines correspond to two different

and to

choices of the confining potential, which yields respectively ySEM = 0.294 and
0.247; as it can be observed in the figure, an atomic ordering similar to that in
the solid is achieved in the SLM case (periodic pattern).

Results for the static structure factor S (k) (averaged in all directions) for
both the Nosanow-Jastrow model and SLM, are shown in Fig.6.13. The two
sharp peaks in the SLM case, centered in wave vectors corresponding to the
fec reciprocal lattice, are also clear signals of the attained crystalline order.
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Figure 6.12: Radial pair-distribution function, g(r), in solid “He at zero tem-
perature and density 0.4910 3 (solid line). The dashed and dotted lines cor-
respond to the SLM at the same density and with v9M = 0.294 and 0.247,
respectively.

Once the main results concerning the proposed SLM are presented, a brief
summary is required to fix the basic ideas to its respect :
a) while adopting a common Jastrow factor ¥ ; for describing an N-ensemble
of 4He atoms, an spatial order very similar to this in bulk solid (see Figures
6.12 and 6.13) is imposed by means of an adequate external potential (6.10).
b) the estimator %M is defined in analogy with the Lindemann’s ratio for
solids but with additional assumptions due to the capacity of the atoms to
diffuse; its relation with the external confinement as well as the superfluid
fraction, ps/p, have been quoted (see Table 6.3). It is worthwhile noticing that
if the external potential in the SLM is removed while considering the positions
of the lattice, that is liquid #He with p,/p = 1.0, y5M = 0.410.
c) the superfluid fraction in the SLM corresponding to v%M = 0.257 is some
value between 2—4%; this estimation results quite compatible with Kim and
Chan’s measurements on bulk solid 4He at pressures and temperature where
e 1s between 0.24 and 0.26.
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Figure 6.13: Static—structure factor corresponding to the SLM (solid line) with
9EM = 0.294, and to the Nosanow-Jastrow model (empty triangles), both at
density p = 0.4910 3.

6.3.3 Discussion and speculations

In 1970 an argument provided by Chester [177], and based on a previous work
of Reatto [195], proposed that a certain many-body state of interacting bosons
could indeed show crystalline ordering and Bose-Einstein condensation si-
multaneously, though this did not insure superfluidity. In the same year [176],
Leggett estimated in 10~* the upper bound for the superfluid fraction in so-
lid “He attending to some arguments of rotational symmetry and tunneling
theory. One year later [178], Guyer estimated the superfluid transition tem-
perature in bulk solid helium as T; ~0.1 mK, and also ps/p ~1075. In the
same decade, and based on Leggett’s investigation, Saslow also estimated the
superfluid fraction of interest, but assuming it as a function of some atomic
localization parameter. He found that at zero temperature ps/p in bulk *He
should be between 0.05 and 0.2 [179].

The main point of agreement between all these ground-state investiga-
tions carried out along the 70’s, is that atomic—exchange processes must be
on the engine of any potential BEC or superfluid phenomenon occurring in
bulk solid *He at temperatures below, at least, few tenths of mK. Indeed, once
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this hypothesis is seriously assumed, the Path Integral Monte Carlo (PIMC)
formalism appears to be a very suitable approach to study “He in such con-
ditions, owing to its great capability in dealing with multiple-particle ex-
changes at finite temperature [10]. Nevertheless, it is an unfortunate fact that
due to the extremely low temperature conditions and weak superfluid signal,
the computational effort required for a rigorous sampling of the permuta-
tional space in the common PIMC strategy increases unfeasibly. In spite of
providing good estimations of the total energy, the PIMC method results in-
efficient for estimating accurately the superfluid fraction in the cited condi-
tions [196].

The main objective of the SLM study presented in the previous subsection,
is to expose some plausible arguments in favour of superfluidity in bulk solid
4He at zero temperature. As it has been mentioned, the DMC method enables
us to evaluate accurately through equation (6.8) the superfluid fraction in an
interacting system of bosons at zero temperature. In spite of this, and accor-
ding to the present interests, one frustrating fact within this approach is that
customary trial wave functions describing the solid phase are not correctly
symmetrized, though the energetic predictions provided by them are excel-
lent. With the SLM model we do not pretend to have a rigorous description of
solid 4He. However, it has been demonstrated that if a spatial ordering, very
similar to this in the solid, is imposed externally on an ensemble of N 1He
atoms, properly described by a symmetrized trial wave function ¥ j, the zero
temperature estimation of the superfluid fraction on it is compatible with the
recent experimental measurements of Kim and Chan.

Certainly, a more conclusive solution to the present problem concerning
solid “He would involve the use of correctly symmetrized trial wave func-
tions in the DMC evaluation of p,/p. It is important to note the increasing
complexity arising on this issue, since symmetrization must be fulfilled with-
out loosing the accuracy of the spatial ordering and energetic description suc-
cessfully achieved in the Nosanow—Jastrow model. An illustrative example of
this is provided by the wave function,

N N
Ug (r1,r2,...,IN) = \I/JH Zexp <—g]ri —Rj]2) (6.11)
i=1 \j=1

which is correctly symmetrized. However, it yields an unrealistic diffusion
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of the #He atoms and a poor variational estimation of the total energy [197].
In view of this, and some other failed attempts, we conjecture two different
models of properly symmetrized trial wavefunction to check and implement
within the DMC ansatz. The first model reads,

N
g (r1,r2,....,rN) = Ujexp (-Zg(@) (6.12)

where the function £ (r) must be expanded in the set of plane-wave vectors
corresponding to the appropriate reciprocal lattice,

£(r) =) &oexp(—iG ). (6.13)
{G}
In such a way, the explicit introduction of the lattice positions in the trial wave
function is suppressed, while the periodicity of the one-body correlation fac-
tor is guaranteed (similar to Bloch formalism for electrons). This proposal is
not new [54], but to our present state of knowledge it has never been applied
to the case of solid *He within the DMC formalism.
A second model of symmetrized trial wave function for solids is

N
Uy (r1,72, ... rn) = Uyexp | =Y Z(ri—Ry) |, (6.14)

i,J
where several considerations must be done on function =Z(r). If a Gaussian
for the potential =(r) is proposed, one would realize that the corresponding
numerical calculation would turn out to be dramatically instable and unrea-
sonable. In fact, this is due to the linear increase of the Gaussian drift (first
derivatives) with the distance. Intuitively, this is predicted by thinking on the
trivial case of a particle held by a spring: the more stretched the spring is the

greater the attractive force acting on the particle.

In principle, in any improved description of the solid phase it should hap-
pen that as far as a particle gets away from a certain lattice site the effective
attraction to it should decrease in order to allow its diffusion. This is accom-
plished by imposing that the drift function associated to the proposed one-
body correlation factor, VE(r), tends to zero for increasing distances. More-
over, =(r) must also be maximum at the origin, decrease (or maintain cons-
tant, A) when r increases, and obviously have continuous and well behaved
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first and second derivatives.

lim Z(r) - A

lim VE(r) — 0 (6.15)

r—00

The quality of =(r) would depend on its behaviour near the origin, which

presumably may be lim, o= (r) — ar?

in analogy with Gaussians in the
Nosanow-Jastrow model.

Future work devoted to the seek of new wave function models for quan-
tum solids, holding both exchange—particle symmetry and spatial atomic lo-
cation, appears to be challenging, since it would be required for a comprehen-

sive and more accurate description of bosonic solids such as 1He.



Chapter 7
General Conclusions

Many-body studies of bosonic quantum solids at zero temperature have been
carried out with the variational Monte Carlo (VMC) and diffusion Monte
Carlo (DMC) techniques. These fully quantum-mechanics approaches, pro-
vide upper bounds to the energy (VMC) and accurate estimations of the
energy and structural properties (DMC) of quantum systems. The relevance
of quantum effects and dimensionality of the investigated systems (Ne, LiH,
LiD, H,, D, and “He) are assorted. Next on, we present the main conclusions
reported in this thesis.

1) Two—dimensional p—H- at zero temperature (Chapter 3)

Exhaustive VMC and DMC studies have been carried out in 2D p—H at zero
temperature. A detailed physical description of the system on the cited condi-
tions and based on microscopic theory is quoted; our calculations agree satis-
factorily with extrapolated PIMC results recently reported [81]. On the other
hand, any possible conjecture about superfluid-like behaviour on such sys-
tem is rigorously rejected. In fact, the EOS corresponding to the solid and
liquid phases have been calculated using DMC and it has been concluded
that the solid phase is the stable one for any possible density. The reduction
of dimensionality in molecular hydrogen is not enough to induce its melting
because, in spite of the light weight of a single molecule, the collective inte-
ractions provided by the inter—-molecular potential is still dominant.
Moreover, the rate of particle-exchange processes in the ground state
of solid 2D p-Hj is quantified at the variational level (~0.7% in the most

129
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favourable case). The conclusion is that exchanges between molecules on such
system are very unlikely to occur, so then, they can be neglected on practice.

2) p-H- with alkali impurities (Chapter 3)

Based on the idea suggested by Gordillo and Ceperley [78], the zero tempera-
ture behaviour of a N-ensemble of p—H2 molecules with alkali impurities (Rb
and Na) has been investigated. Due to the weak interaction between the p—
H> molecules and the alkali atoms, and also because the substrate induces an
important effect of excluded surface, it has been assessed that in this strictly
two-dimensional model the stable phase of the hydrogen molecules is the li-
quid one. Some improvements respect to previous works have been included
in the calculations; these consist in using somehow more rigorous potentials
to modelize the interactions of interest as well as in adopting other suitable
and more realistic substrates (alkali lattices).

The main results quoted in the Rb—H3, case are a superfluid fraction, p;/p,
around the 8% and a fraction of condensate near the 3%. However, in the Na-
H, case a higher superfluid density is obtained, ~30%, while the condensate
fraction is very similar (~2%). The difference between the superfluid fraction
calculated in the two cases is explained in terms of the crossed alkali-H in-
teraction: since the core of the interaction, o, is less repulsive in the Na case, a
higher concentration of the hydrogen molecules and also a greater diffusion
of them on the surface are allowed. Both facts result favourable to superflu-
idity. On the other hand, the condensate fractions are very similar and almost
vanishing because the translational invariance in any of the two systems is
practically suppressed by the presence of the substrate. The study concerning
the p—~H2 molecules with Na impurities, results specially motivating for the
relatively high value of the superfluid fraction. However, the critical depen-
dence of the results on the adopted alkali-hydrogen potential form, puts in
evidence the need of more involved and accurate models to describe them.

3) Two—dimensional o-D at zero temperature (Chapter 3)

Analogously to the previous study in the p—~H5 system, a ground-state inves-
tigation of 2D 0-D3 has been carried out. The main objective of this study is



Chapter 7. General Conclusions 131

to provide a detailed description of the two—dimensional system while em-
phasizing the isotopic effects appearing on p—Hsz. Some of these isotopic ef-
fects are, an increase of the equilibrium density (~ 16%), decrease of the total
energy (~ 80%), and decrease of the Lindemann’s ratio (~ 20%), respect to
the p—H> case.

4) Ground-state properties of LiH (Chapter 4)

A variational Monte Carlo study of the ground-state properties of LiH is
presented together with some recent neutron scattering experiments carried
out by D. Colognesi and M. Zoppi on TOSCA-II (IINS) [119]. These new and
highly accurate measurements on the dynamics of the H™ ion in LiH, are in
a semi—quantitative fair agreement with the previous measurements of Dyck
and Jex [109], though the main discrepancies are localized on the regimes 65
meV < hw < 90 meV (translational optical regime) and 112 meV < hw <
145 meV (longitudinal optical regime). Such differences are suggested to be
founded in anharmonicity. The main objectives of this jointly experimental
and theoretical study is to provide a detailed description of the quantum na-
ture of the H™ ion, and also, to shed some more light on the possible issue of
anharmonicity in solid LiH.

Basically, three quantum magnitudes concerning the dynamical as-
pects of the H™ ion have been measured experimentally and calculated
within the VMC approach, namely the kinetic energy, (), mean squared
displacement,(u%), and Einstein frequency, Ao . The agreement between
theory and experiment in the kinetic energy and Einstein frequency is ex-
cellent ((Tx)VMC = 84(1)meV, (Ty)'™5 = 80(1)meV, hQB/}I\{/[C = 110.3(5)meV
and thﬁS = 109.2(9)meV), while in the mean squared displacement this is
rather modest ((u?)VMC = 0.074(2)A? and (u?)'™S = 0.062(1)A2). The overall
agreement, however, must be considered notable though the VMC approach
is not an exact but approximate one.

Moreover, the same quantities have been quoted also attending to the
SCAP theory [127, 32], which is a simplified version of the SCP theory and
therefore relies on basic harmonic assumptions. The kinetic energy obtai-
ned so turns out to be compatible with the ones above mentioned, however

(uZ)5CAP is estimated below its experimental and variational counterparts
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((uf)SCAP=VMC — 0 0564(3)A2 and (uf)SCAP—IINS = (.0570(5)A?). This last
discrepancy is straightforwardly understood because the evaluation of the
mean squared displacement demands special accuracy on the shape of the
density of phonon states (DoPS -see Eq. 4.3-), which is crudely approximated
within the SCAP approach.

Regarding the possible anharmonic effects in LiH, a VMC study has been
carried out on the solid phase but using harmonic expansions of the potential
functions instead of the proper ones. In such a case, just the distances from
each particle to its corresponding equilibrium position must be taken into ac-
count to compute the total energy (equivalent to a N—ensemble of decoupled
oscillators). The numbers obtained so are identical to the ones yielded pre-
viously in the customary manner. This fact together with the acceptable des-
cription got in the SCAP scenario drive us to affirm that anharmonic effects
in solid LiH result negligible, in spite of the large Lindemann’s ratio (~0.13)
and kinetic energy of the H™ ions therein.

5) Ground-state properties of LiD (Chapter 4)

An equivalent VMC study to that on LiH has been carried out on LiD, though
without contrasting with any experimental measurement. The same dynami-
cal quantum aspects, namely <u2D>, (Ip) and 7€y p, have been assessed in the
case of the D™ ion. The proposed targets of this study are to provide a thoro-
ugh description of lithium deuteride as well as of the isotopic effects arising
in LiH. Apart from the large Lindemann’s ratios and kinetic energies of the
ions, the great relevance of the quantum effects in solid LiD and LiH is mani-
festly put in evidence by the discrepancies coming up between our variational
full-quantum results and the predictions from other semiclassical approaches
(p.e. SCAP and the Debye model for solids).

6) Solid Ne at zero temperature (Chapter 5)

A DMC study of the ground state of solid Ne has been carried out. The cor-
responding energy properties (EOS, pressure and compressibility, etc.) have
been deduced using the HFD-B [146] potential form, and subsequently com-
pared with previous experimental data; the agreement between our theoreti-
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cal results and experimental measurements of the thermodynamical proper-
ties is excellent. Furthermore, a detailed microscopic description of the inter-
nal structure (pair-radial distribution function, Lindemann’s ratio, kurtosis
and site density profile) is provided in order to complete this thorough des-
cription. Special emphasis is put on the estimation of the kinetic energy per
particle which has been calculated exactly using the pure estimator technique
for the potential energy.

One of the main objectives of this study apart from the pure intrinsic
one, which is to yield a highly accurate characterization of such solid in the
middle-way between the quantum and classical behaviour, is to shed some
more light on the poor agreement among the experimental scattering data
available to date [132, 137, 141], as well as in the discrepancies between most
experimental results and full-quantum calculations [140].

The recently devised neutron Compton scattering (NCS) technique pro-
vides a direct access to the atomic momentum distribution in the quantum
systems of interest; in turn, this can be used to deduce the excess kinetic
energy at finite temperature, which actually is the magnitude to compare
with simulations. Our exact estimation of the kinetic energy in solid Ne at
zero temperature, (Ej;) = 41.68(6)K, is compatible with previous PIMC re-
sults [140] and the zero temperature extrapolation obtained from very recent
scattering measurements carried out by Timms et al. [141], (Ej )" = 41(2)
K; however, this is not the case if the former experimental works are con-
sidered ((E}) ~ 46 K). Originally, this disagreement between full-quantum
calculations and experiments on the kinetic energy was attributed to possible
anharmonic effects in solid Ne, or critical dependence on the modelization of
the potential.

According to our quoted results concerning the above mentioned issues, it
can be concluded: a) in view of the fairly good agreement between our results
obtained with the HFD-B potential, and other full-quantum calculations per-
formed with the L-J] and HFD-C2 forms [140, 137], it is corroborated that no
critical dependence of the kinetic energy of solid Ne on the modelization of
the interatomic interactions exists; b) full-harmonic approaches may describe
accurately the unavoidable quantum nature of solid Ne, which at zero tempe-
rature does not exhibit anharmonic features in the atomic distribution around
lattice sites.
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7) Solid “He at zero temperature (Chapter 6)

A two-fold exhaustive study of the ground-state properties in “He has been
carried out. The first part is purely descriptive and deals with the solid
phase in the bulk configuration; through the DMC approach, the EOS and
related energy properties are deduced with extreme accuracy due to a rigo-
rous treatment of the potential energy tail contributions (quoted around 1K).
The atomic interactions are modelized with the Aziz II potential form [183],
which in the case of the liquid yields a notable improvement in the theore-
tical prediction of the EOS. In this way, an excellent agreement with experi-
mental data is achieved [158, 159]. Also in this part, a microscopic analysis
of the atomic structure is included for completeness (pair-radial distribution,
Lindemann’s ratio and density profile around the sites). Complementarily, a
DMC calculation of the equation of state of liquid *He in the overpressurized
regime is presented and compared with bulk solid. This new and accurate
result appears to be challenging for experimental research.

The second part deals with an infinite system of *He atoms under the ef-
fect of an external confining field. Such external potential field is modelized
in order to reproduce the crystalline structure of its solid counterpart (struc-
tured liquid model -SLM-). The main conclusions concerning the SLM are: a)
a general solid-like ordering is obtained while the diffusion of the particles is
not frustrated, b) superfluid-like behaviour is assessed and its relation with
the strength of the external potential is explored, and c) in the specific case
where the internal structure in the SLM is similar to that in solid “He under
the conditions of Kim and Chan’s experiments [22], the corresponding su-
perfluid density is ~2-4%; this value results reasonably compatible with the
measurements reported by these authors in the already mentioned work.

Although the structured liquid model is not devised to be a reliable re-
presentation of solid *He because the crystalline order is imposed artificially
via an external potential, our aim has been to provide some plausible argu-
ments in favour of superfluidity in solid helium. As it has been pointed out,
the DMC method is the most suitable one to estimate the superfluid fraction
in the ground state of a N-body system, however the difficult problem of pro-
per symmetrization in the common trial wave functions describing solids still
remains. A more conclusive answer to such intriguing phenomenon in solid
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helium would be yielded within the DMC formalism by some type of cor-
rectly symmetrized trial wave function, which as a requisite might provide
the proper atomic ordering and energy properties.
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