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Introduction

1.1 Quantum Fluids

The term quantum fluid refers to a liquid or a gas at a sufficiently low tem-
perature so that the interaction between its constituent particles is governed
by quantum mechanics effects. Superfluids, superconductors and Bose-Einstein
condensates are some of the most significant quantum fluids discovered until
date.

In mid 17th century, Robert Boyle performed a series of experiments on cold,
a subject left untouched since the ancient Greeks, who believed in the existence
of a source of all cold. With his experiments, Boyle truly began studying cold
and opened the door to further studies. At the beginning of the 18th century,
Guillaume Amontons predicted an absolute zero of approximately —240 °C by
extrapolating to zero pressure the relation between air pressure and temperature.
This triggered the start of liquefaction of natural gases, which became the staging
point for low temperature physics. During the 19th century, chlorine, oxygen,
nitrogen were liquefied at T'= 239 K, T'= 90 K and 7" = 77 K respectively.

In 1898 James Dewar finally liquefied hydrogen at 7' = 23K by using a
vacuum flask. Previously, in 1895, helium was first isolated on earth by William
Ramsay, but it was not until 1908 that Heike Kamerlingh Onnes liquefied it
at T' = 4 K, achievement that led to Onnes being awarded the Nobel Prize in
Physics on 1913. Years later, on 1926, Willem Hendrik Keesom was able to
solidify helium by applying external pressures.

All these advances allowed to study the behaviour of different materials at
very low temperatures. Regarding conductivity, some scientists expected that

upon reaching values near absolute zero the electricity current will halt. However,
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Onnes instead observed, when using liquid helium to cool mercury, the resistance
simply vanishing below T" = 4K, effect that was termed superconductivity.

Around 1930, Keesom [1] observed that the specific heat of liquefied helium
displayed a maximum at 7' = 2.17 K, named A-point. Since such behaviour is
expected of a phase transition, the idea developed that liquid helium existed in
two phases: helium I for 7" > T and helium II for T" < T), being Ty = 2.17 K
the critical temperature. Finally, in 1938, experiments performed by Allen and
Misener [2], and Kapitza [3] showed that helium II flow without viscosity. This
lead Kapitza to coin the term superfluid for helium II.

Previously, in 1924, the Bose-Einstein condensate (BEC) was predicted by
Satyendra Nath Bose and Albert Einstein. At low enough temperature, a large
portion of the quantum particles of a system would condensate into the same
quantum state, called the condensate, while the remainder would behave con-
ventionally. First thought to be a pathology of the ideal gas, that will disappear
as soon as interactions were taken into account, was recovered by Fritz London
in 1938 to explain superfluidity in helium II. He pointed out that *He atoms
obey Bose statistics and associated the lambda transition to the formation of a
Bose-Einstein condensate, suggesting that superfluid helium II is constituted by
atoms occupying the lowest energy single-particle state.

Also, Laszlo Tisza proposed a two-fluid model in order to explain the super-
fluidity in helium. In his model, the flow of helium II acts as a mixture of two
fluids: One, called the superfluid, has neither viscosity nor entropy and can flow
without dissipation. The other, called normal fluid, does have a finite viscosity
n and carries all the entropy S. The total density p is given by the sum of the
superfluid density ps and normal-fluid density p,. Is expected that ps; = 0 at
lambda transition, and p, =0 at T'=0 K.

In opposition to London, Lev Landau explained the superfluidity phenomenon
by introducing the notion of quasiparticle, that is the excitation of the system
from ground state with particular values of energy and momentum. Using this
concept and without referring explicitly the idea of a Bose-Einstein condensate,
Landau postulated that in the two-fluid model proposed by Tisza, the superfluid
component is the liquid that remains at ground state. Meanwhile, the normal
component is the sum of quasiparticles, excited from the superfluid in increasing
numbers as the temperature is increased from absolute zero. If the velocity of
the system is not high enough to excite a quasiparticle, the system remains in
the ground state and is able to flow without dissipation.

In 1947, Nikolay Bogoliubov studied a Bose gas with weak repulsive inter-

action, assuming that it would form a Bose-Einstein condensate. The results
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showed that the low energy excitations for this system are collective modes with
non-zero velocity. This means that the excited states in a Bose system with
weak interaction presenting BEC can be described in terms of the quasiparticles
conjectured by Landau.

The London conjecture that the BEC fraction is equal to the superfluid
fraction was thus proved wrong. In liquid *He, the superfluid fraction is almost
1 at zero temperature, while the BEC fraction is much lower. However, the
general consensus is that superfluidity has to be seen as a consequence of Bose-
Einstein condensate, or at least quasi-condensate, as many superfluid effects in
liquid “He are accompanied by a non-zero BEC fraction.

The present understanding of superfluidity comes from the study of liquid
helium, since no other condensed Bose system is known to become superfluid
below a certain temperature. To gain a deeper insight, it is necessary to study
other systems in search of superfluidity. The most plausible candidate is molecu-
lar para-hydrogen (pH,), as first proposed by Ginzburg and Sobyanin in 1972 [4].
However, the main problem is that bulk hydrogen crystallizes at a temperature
T = 13.8 K, while the temperature in which BEC is expected to appear is ~ 1
K. Despite this, experiments in small clusters of pH, at low temperature point
out to a superfluid behaviour [5], keeping the interest in this matter alive. Also,
non crystalline states of pHy can be accessed through numerical simulations.

On the other hand, the development of laser cooling in the 1980s provided
a way to experimentally obtain gases at very low temperatures, by applying
laser beams to the atoms in multiple directions thus slowing them down. In
addition, magnetic fields allowed for the creation of traps that, acting as external
potentials, confine the atoms. This advancements put BEC within sight again.
In 1995, Cornell and Wieman cooled a 8Rb gas down to 0.2uK, achieving the
first gaseous BEC [6]. Later in the same year, Ketterle and his group produced a
BEC of #Na atoms using the same technique [7]. From this point forward, more
BEC experiments using ultracold gases have been performed, more commonly
using rubidium and sodium. These gases typically exist in a temperature range
between 100 and 1 nK, and 99% of the atoms lie in the condensed state. Cornell,
Wieman and Ketterle shared the Nobel Prize in 2001 for these achievements.

1.2 Monte Carlo methods

Monte Carlo methods are computational algorithms that rely on stochastic sam-
pling in order to obtain numerical results. They have a huge versatility that

allows its use in different problems of different nature. They can be used, for
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instance, in optimization methods, generating draws from a probability distri-
bution or in numerical integration.

They are widely used in condensed matter physics in order to study systems
with many coupled degrees of freedom. Such high number of degrees of freedom
makes necessary to describe the system within a statistical approach. Being
i a state of the system, a statistical weight w, is defined that indicates the
probability of the system being in that state pu. These weights must satisfy

> wu = 1. The average of any observable O can then be calculated as
(0)=>"0,w, . (1.1)
“w

Of course, this sum is performed over an infinite number of states and can be
solved analytically only in a few special cases. Using Monte Carlo methods,
instead of requiring all the states in order to integrate equation 1.1, we sample
the states that the system can occupy and compute the observable over this
sampled states.

For a classical system with temperature T', the probability distribution of its

states is given by the Boltzmann distribution

w, = —e P (1.2)
where Z =}, e~PEu is the partition function, 8 = 1/kgT and E, is the energy
of the state p. With this, we obtain an approximation for the observable O,

M -1 _ —BE,.;
(O)mp, = Yiz1 Opilps €77
P M —1,—BE,.
i=1 p“i e g i

(1.3)

where we have sampled the system over M states p; according to a probability p,,,
which is a probability distribution similar to the one of the simulated system.
This is called importance sampling, and is a fundamental part of the Monte
Carlo methods. This approximation (O)y,, is a gaussian variable with mean
value (O) and with standard deviation o< 1/v/M. By increasing the number of
sampled states M, the approximation of (O) becomes better. The choice of a
good probability distribution for the importance sampling greatly improves the
accuracy of the approximation.

Taking into account all that, we now need a way to sample an arbitrary
probability distribution p,, as the pseudo-random number generators commonly
used in computer applications are able to sample uniformly the real numbers

in the interval [0,1). We need to use this as a basis for the sample of any
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probability distribution p(x). The Metropolis algorithm [8] provides an effective
method to solve this despite the analytical complexity or the dimensionality of
the problem.

Based on the theory of the Markov chains, the Metropolis algorithm makes
use of the evolution of a stochastic process Il(x|y) that satisfies the detailed

balance condition with p(z):

(z|y)p(y) = (y|z)p(z) . (1.4)

The choice of II(z|y) needs only to satisfy this condition, and is convenient

to write it as
(z|y) = T(zy)A(zly) , (1.5)

where T'(x|y) is a stochastic process that we can sample, and A(x|y) indicates the
probability of accepting the change from configuration y to x sampled according
to T'(z|y).

Commonly, T'(z|y) is chosen symmetric, T'(x|y) = T'(y|x), and the Metropolis
algorithm fixes A(z|y) according to

— win [ 1. LWle)p(@) _ (4 p@)
Al = <1’ T(xly)p(y)> (1’ p(y)> (1.6)

In the end, following this implementation yields a number of steps one must
perform in order to accept a change in a state. Being z; the i-th state in a
sequence of random states, we generate a new state z’ using the stochastic
process T'(2'|z;). We evaluate A(z'|z;) = o < 1, according to equation 1.6.
The change from x; to the new state 2’ is accepted with a probability «. This
means, drawing a random number r € [0, 1), and verifying if r» < a. If accepted,
;41 = o', and if refused x;,1 = x;. The same procedure is repeated for further
states.

Despite is ability to sample any probability distribution, the Metropolis al-
gorithm present two weak points. First, is only correct asymptotically. Second,
two following variables in the sampled sequence are strongly correlated between
each other.

The first problem can be avoided by thermalizing the system before comput-
ing any observable, thus discarding a certain number of steps that belong to
transient regimes. The correlation between sampled variables can be relieved
by performing data blocking, that consist in diving a sequence of M variables
among N blocks, each composed by K = M/N variables. By estimating the
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desired observables on each of these blocks, we obtain a set of N values that, for
a large enough K are to be considered statistically independent.

In this thesis we will use Monte Carlo methods in order to solve the many-
body nature of quantum systems. These Monte Carlo methods applied to quan-
tum systems are referred as Quantum Monte Carlo (QMC) methods, and will

be explained in more detail in further chapters.

1.3 Thesis objectives and outline

The main objective of this thesis is to study static and/or dynamic properties of
a set of quantum fluids by means of quantum Monte Carlo (QMC) techniques,
mainly using the path integral formalism to obtain results both at zero and finite
temperature.

The outline of the thesis is the following;:

2. In Chapter 2 we present all the details regarding the Path Integral Monte
Carlo method used in the other chapters, as well as its extension at ground
state known as Path Integral Ground State. After introducing the basic
formalism, we comment on the action we have used, as well as its compar-
ison with other existent approximations which aim is to see if our action
can be improved. We also comment on how to construct a parallelization
scheme for the Path Integral Monte Carlo method, as well as the advanced
sampling techniques we have used in our calculations. Finally, we comment
on the physical observables whose implementation we have added in our

code.

3. In Chapter 3 we show the results obtained for the phase diagram of a
one-dimensional Coulomb gas, obtained using the Path Integral Monte
Carlo method. The phase diagram has been constructed mainly by calcu-
lating energetic and structural properties of the one-dimensional Coulomb
gas. This results extend previous knowledge of different phases in the one-
dimensional Coulomb gas at zero temperature.

This work has been published in:
G. Ferré, G. E. Astrakharchik, and J. Boronat. “Phase diagram of a
quantum Coulomb wire”. Phys. Rev. B 92, 245305, (2015).

4. In Chapter 4 we study different proposals for quasi-one-dimensional para-
H, and how starting from pure one-dimensional systems affects the Lut-

tinger parameter. This is done at zero temperature using Path Integral
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Ground State. As para-hydrogen is an important candidate to superflu-
idity, the main idea behind study a quasi-one-dimensional system is to
reduce dimensionality in order to soften intermolecular attraction.

The main results from this work has been published in:

G. Ferré, M. C. Gordillo, and J. Boronat. “Luttinger parameter of
quasi-one-dimensional para—H,”. Phys. Rev. B 95, 064502, (2017).

. In Chapter 5 we show the results of our extensive study of the dynamic
structure factor for the *He. Using Path Integral Monte Carlo, we com-
pute the intermediate scattering function at different temperatures and
perform an inversion in order to gain access at the dynamics of the system.
Despite the ill-posed problem of this inversion, we obtain results in quali-
tative agreement with the experiments and prove that our method, despite
having to yield with inversion problems, obtained better numerical results
for *He at finite temperature than the ones previously in the bibliography.
The main results from this work have been published in:

G. Ferré and J. Boronat. “Dynamic structure factor of liquid *He across
the normal-superfluid transition”. Phys. Rev. B 93, 104510, (2016).

G. Ferré, R. Rota, and J. Boronat. “Momentum Distribution of Liquid *He
Across the Normal-Superfluid Phase Transition”. Journal of Low Temper-
ature Physics 187, 390-397, (2017). 1SSN: 1573-7357.

W. Dmowski et al. “Observation of dynamic atom-atom correlation in lig-

uid helium in real space”. Nature Communications 8, 15294, (2017).

. Finally, in Chapter 6 we work on a method to sample complex-time cor-
relation functions whose aim is to obtain better dynamic structure factor
functions than the ones obtained via pure imaginary-time correlation func-
tions. This model has already been tested for single particle in an external
potential. Our aim is to test it for multi-particle systems, and to see if
we can still recover good results at a reasonable high complex-time when
the number of particles is closer to the typical simulation values of real

systems.


http://dx.doi.org/10.1103/PhysRevB.95.064502
http://dx.doi.org/10.1103/PhysRevB.93.104510
http://dx.doi.org/10.1007/s10909-016-1679-5
http://dx.doi.org/10.1038/ncomms15294
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Path Integral Monte Carlo
method

In this chapter we introduce the Path Integral Monte Carlo method, the main
Quantum Monte Carlo method used during the development of this thesis. We
begin with a brief introduction on the various Quantum Monte Carlo methods
that are used in order to solve quantum many-body problems. After that, we
discuss the theoretical basis for the Path Integral Monte Carlo (PIMC) method.
We comment on the various approximations that can be used to optimize the
calculations, as well as explain how the sampling is performed. After that, we
discuss how different properties are computed. Finally, we focus on the main
differences between the Path Integral at Ground State (PIGS) and PIMC.

2.1 Quantum Monte Carlo methods

The term Quantum Monte Carlo (QMC) encompasses all the Monte Carlo meth-
ods aimed at the study of quantum systems, by determining the quantum expec-
tation values of observable properties. In QMC, the multi-dimensional integrals
that arise from the many-body problem formulation are handled via the Monte
Carlo method. In fact, QMC methods are the most accurate tool to deal with
ground-state properties. In the case of bosonic systems, these methods are able
to produce essentially exact results for its equation of state and structural prop-
erties, that are in both cases in close agreement with experimental data [9]. On
the other hand, they provide an approximate but very accurate description for
fermionic systems. This approximation for the fermionic systems is due to the
sign problem: the wave function is not positive defined as it must be antisym-

metric under particle permutations. As it is not positive, it fails to be used
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as a probability distribution that could be sampled via Monte Carlo methods.
Importantly, QMC methods are not restricted to the limit of zero temperature
and are equally powerful to deal with finite temperatures through the sampling
of the statistical density matrix, as it is the case of Path Integral Monte Carlo
(PIMC) method.

The evolution of QMC methods is strongly connected with the increasing
interest in the study of *He condensed phases. Variational Monte Carlo (VMC)
method was presented by McMillan [10], where he uses the expectation values of
the many-body wave functions introduced by Jastrow [11] in conjunction with
the Metropolis algorithm [8] (see Section 1.2) in order to sample distribution
functions. This method provides an upperbound for the ground-state energy of
liquid *He, which is in close agreement with experimental results. In essence,
VMC is not different from any variational method except in the use of Monte
Carlo techniques in order to evaluate the multi-dimensional integrals.

An improvement over the previous method is the Diffusion Monte Carlo
(DMC) method [12], which provides exact results for the ground state of bosonic
systems. It works solving the imaginary-time Schrodinger equation introducing
importance sampling through a trial wave function. DMC is numerically exact
for bosons since it could find the exact ground state energy for any quantum
system, within given errors. The algorithm scales polynomically with the system
size for bosons, making it one of the most efficient methods when dealing with
bosonic systems at zero temperature [9].

The issues involving DMC simulations with fermions arise from the sign prob-
lem. As explained previously, the antisymmetry in the fermionic wave function
make it unable to be used as a probability distribution that can be sampled via
Monte Carlo. In order to solve that, one can use Fixed Node Diffusion Monte
Carlo, that is done by performing a DMC simulation while imposing the nodes
of a model trial wave function [12].

All the previous methods tackle the simulation of many-body quantum sys-
tems at zero temperature. On the other hand, the Path Integral Monte Carlo
(PIMC) method [13, 14] provides a fundamental approach to the study of inter-
acting many-body systems at low temperature [15, 16]. As commented before,
PIMC relies in the sampling of the thermal density matrix. By using its convolu-
tion property, one can estimate the density matrix at low temperature from their
knowledge at a higher temperature where the system is well described by classi-
cal statistical mechanics [17-19]. As suggested by Feynman [18], an isomorphism
exists between the canonical partition function of quantum particles to that of

classical polymers. PIMC exploits this idea by mapping a finite-temperature
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quantum system to a classic system of polymers [20, 21]. Up to recently the
implementation of this method by Ceperley [14] was the conventional one, but
it meets important problems when trying to determine superfluid properties. In
this sense, the worm algorithm [22] presents a different approach to the standard
PIMC method that successfully samples the permutation space. More extensive
information about the Path Integral Monte Carlo method theory and implemen-
tation will be introduced in the following sections.

As it was the case at zero-temperature QMC calculations, the PIMC method
must also undergo some changes in order to deal with simulations of fermionic
systems. In this case, the changes are computationally more expensive since
the model deals with the nodes of the density matrix instead of the ones of the
wave function. A generalization of the Fixed Node approximation done at zero
temperature for the DMC method can be done in the PIMC method framework,
called Restricted Path Integral Monte Carlo [23]. However, this method loses
consistency near the critical point.

One can extend the path integral formalism from finite temperature to the
ground state, in what is known as Path Integral Ground State (PIGS) [24-
26]. By noticing an equivalence between the Green’s function used in DMC-
like methods and the thermal density matrix, one can use the path integral
formalism from PIMC in order to achieve the ground state starting from an
initial trial wave function. This is done by systematically improving the initial
wave function used in the simulation. More detailed information about the PIGS

method can be found at section 2.6.

2.2 The Path Integral Monte Carlo method

As introduced in the previous section, the PIMC method relies on the sampling
of the thermal density matrix, as the properties of a quantum system in thermal
equilibrium can be obtained from it [18]. The thermal density matrix operator

of a quantum system with Hamiltonian H at a temperature T is given by

—BH

p = Z )

(2.1)

where 8 = 1/(kgT), kg is the Boltzmann constant, and Z = Tr(e ) is the
partition function. The Hamiltonian can be descomposed as H=K~+V, being

K and V the kinetic and potential operators respectively. In a bulk system of
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N interacting particles, this operators can be written as

R h2 N )
K=— , 2.2
o 2V 22)
R N
1<J

The knowledge of p allows for the calculation of the expected value of any oper-
ator O,
(0) = Tr(50) (2.4)

which in coordinate representation turns to

(0) = [ dR p(R, B: B) O(R) . (2.5)

with R = {rq,...,ry} for an N-particle system and p(Ry, Ry; ) = (Ra|p|Ry).
One can also write the partition function as

Z = / dR p(R, R; §) (2.6)

As for the product property, the product of two density matrices, e~ Br+b)H —
e Pt e=B2H ig a density matrix. One can write this property in coordinate

representation, which gives rise to the convolution property:
p(Ri Ry i+ ) = [ dRy p(Ra, Ros fr)p(Ro, R o) . (27)

The noncommutativity of the quantum operators K and V makes impractical
direct calculations of the partition function 2.6. In PIMC, this can be solved by
applying some approximations to the term e—BH , beginning by making use of
the convolution property.

By applying the product property M times we obtain the density matrix at a
temperature 5 = 1/T" as the product of M density matrices at the temperature
T=p/M=1/MT:

e—Bﬁ — (e_Tﬁ)M _ (e—T(K+V)>M ’ (28)

Deep in the quantum regime, i.e., at very low temperature, the estimation of the

density matrix for a many-body system is obviously a hard problem. However,
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the convolution property of p, expressed as Eq. 2.8 in coordinate representation,

M
p(Ry, Ryry; B) = /dRZ ..dRy [] p(Ra; Rogr:T) (2.9)

a=1
with M an integer and 7 = /M, shows how to build the density matrix at the
desired temperature T from a product of density matrices at a higher tempera-
ture MT. Is important to notice that the thermal density matrix operator p (Eq.
2.1) is formally equivalent to an evolution operator in imaginary time ¢ = if5.
From this feature, we may understand Eq. 2.9 as an evolution in imaginary time
from an initial configuration R; to a final configuration R, rewritten with a
series of intermediate steps R, ...dR);, that define a discrete path in the space
of configurations. As the time increment approaches zero, the path becomes

continuous.

As commented previously, one key aspect of the PIMC method is its ability to
map a quantum N-particle system into a classical system of N x M particles [18].
These M classical particles are termed beads, and each one of them corresponds
to a configuration R, € (R;...R)) that arises from Eq. 2.9. From this, one

can reinterpret the Eq. 2.5 as a classical configuration integral, where
S(Rui1, Ra;7) = —In[p(Roi1, Ro; 7)) (2.10)

is an analogous to a classical potential energy divided by a fictitious temperature.
In Eq. 2.10, the function S is called action and specifies the interaction between
the beads in the classical polymer mapping of the quantum system. We can

rewrite the thermal density matrix from Eq. 2.9 using the action as

M
p(Ry, Rusir: ) = / AR, .. .dRy [[ e SFRusid) (2.11)

a=1
The action used on the PIMC algorithm depends on the thermal density matrix
approximation chosen, but in the end one can usually split it into kinetic and
potential contributions. It is important to note that the density matrix shown in
equation 2.11 is for particles without symmetry. If we want to take into account

symmetry, we have to use the general form
1
po/r(Ba, Rarr; ) = 1 > (D) p(Ry, PRy11; ) - (2.12)
P

The sampling of permutations is explained in detail in section 2.4.2.
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2.3 Approximations for the action

As explained in the previous section, the noncommutativity of the quantum
operators A and V force us to make some kind of approximation on Eq. 2.8.
For a large enough temperature, the number of convolution terms M will be
large so that the convergence to the exact value will be warranted by the Trotter
formula [27]

A N M
—B(K+V) _ 71; —TK -1V
e = A}linoo (e e ) . (2.13)

Knowing that by making M large enough we will recover the exact result,
our objective is to work with a good approximation that yields converged results
while maintaining the number of convolution terms as low as possible. Aiming
at this, we can estimate all the commutators between A and V, following the

Baker-Campbell-Hausdorff formula
3

e~ TKAV) _ o=7K =1V o~ [KV] = [V [R VIR [R R V) (2.14)

The first approximation one can think of when looking at Eq. 2.14 is the
called primitive action or primitive approzimation (PA). In the limit of high
temperatures, small imaginary time 7, we can neglect the terms of higher order
on the Baker-Campbell-Hausdorff to obtain

e PERY) n o= BR =BV (2.15)

Taking that into account that p(Ry, Ra; ) = (Ry|p|Ry), we can work with the

operators separately. For the kinetic operator we get

1 )dN/2 _ (Ra+1*Ra)2
e

(Role ™ |Roiq) = <4m7 2T (2.16)

with d as the dimensionality of the system, A = h?/2m and defining (Rq;; —

R,)? = Zé\il(ri7a+1 — 75.0)% For the potential operator we obtain
(Rale ™ |Rosr) = e ™V B)§ (Ry, Rot1) (2.17)

with V(R.) = >;<; V(74j,a), where i and j refer to the indices of the particles.
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Finally, using equations 2.15, 2.16, 2.17 on 2.9 one gets the thermal density

matrix for the primitive action

V(Ra)

Y

M 1 \INV2  (mp-Ra?
p(Rl,RMH;B):/dRQ...dRM 11 (MM) o

a=1

(2.18)
which is a dN(M — 1)-dimensional integral. The expectation value of any ob-
servable (Eq. 2.5) is then written as

(O) ~ / ] dR.O(Ro)p(Ra, Rusri7) (2.19)

We can take advantage from the classical mapping of the PIMC method,
commented in the previous section, to write Eq. 2.18 using the positions of the

N x M particles that compose the classical system analogy.

1 ANM/2
pPA(Rl,RM-H;ﬂ) = < > /dRQdRM (220)
AT AT
1] M N M N
eEXp | =~ Z Z(Ti,a+1 - Ti,a)Q - T Z Z V(Tij,a) )
ArT oo a=1i<j

with 74 = Tia — 7ja, and the ¢,j identifying the particle index and « the
index of the bead . Looking at the previous expression, we can see how the
thermal density matrix for the primitive action defines an harmonic interaction
between neighbouring beads within the same particle, as corresponds to a clas-
sical polymer formed by a necklace of beads connected by ideal springs. For
the potential density matrix, one can see an inter-particle potential interaction
V' between beads, thus having the same imaginary time with the same index,
between different particles i [18, 28-30].

As one can see, the final result for the thermal density matrix using this
approximation (Eq. 2.20) is definite positive, thus it can be thought as a proba-
bility distribution that can be computed by Monte Carlo methods by sampling
all degrees of freedom using Metropolis algorithm [8]. Furthermore, one can
compute observable properties (Eq. 2.19) by averaging over sampled configura-
tions [20].

The exactness of equation 2.20 is linked to the number of convolution terms
or beads M. At a finite number it is indeed an approximation, but at M — oo the
result becomes exact as warranted by the Trotter formula 2.13. By increasing
M, we can decrease the systematic error that arises from the approximated

density matrix. By large enough values of M, this systematic error will be
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lower than the unavoidable statistical error present in Monte Carlo calculations
due to its stochastic essence, meaning that we could recover the exact value of
the expectation value 2.19. This is the reason why the PIMC method is often
referred as an exact method.

Despite all this, in practice the primitive approximation ppa(Ry, Ryry1; )
is not good enough in the study of certain systems. As shown in equation 2.14,
the primitive approximation is only accurate up to order 72, meaning that its
convergence to the exact value of the density matrix is slow as the number of
beads increases. For certain high temperature systems, with reduced quantum
effects, the primitive approximation performs fine. On the other hand, in the
study of highly degenerate systems or computations at low temperature, the
slow convergence of the primitive action requires an unaffordable large number
of beads in the simulation. In the end, the solution goes through developing
more complex forms for the action that are accurate at larger 7.

The primitive action approximation, as well as the approximations we ex-
plain in the next sections, are obtained directly from the exponential exp(—ﬂﬁ ).
Another approach that also provides very accurate actions for low temperature
is the pair-product approximation [31], where the basic block of the PIMC chain
is the exact action for two isolated particles. This approximation has been
extensively used in the study of superfluidity and it is specially accurate for
hard-sphere-like systems such as “He [14]. Its main flaw is the high complexity

of the two-body density matrix when taking into account non-radial interactions.

2.3.1 The Chin action

One way to increase the convergence speed of the primitive approximation
is taking into account more terms of the Baker-Campbell-Hausdorff formula
(Eq. 2.14). This was done by Takahashi-Imada [32] and, later on, by Li and
Broughton [33] in independent works, and approximates the imaginary-time op-

erator as ,
e ™H oKV o~ m|[VALV] (2.21)

Compared with the primitive action (Eq. 2.15), it presents a double commutator
term which improves the accuracy of the approximation up to order 74, but only

2

for the trace (instead of the order 7° offered by the primitive approximation).

This double-commutator term can be calculated as

[7.&).9] = Erove. (22
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Since its dependency is only with the potential, one can write the Takahashi-
Imada (TTA) action (Eq. 2.21) as

e—TH ~ e—TKe—TW

: (2.23)

with
2

. o T2 rA AT A
W:V+ﬁ[[v,f(],v} . (2.24)
This improvement over the primitive action has been proved in simulations of lig-
uid *He [34]. The overall number of beads needed to reach convergence decreases
in a significant number. Despite the global computational effort of computing
this action increases due to the need to compute a double-commutator term, the
overall improvement of performance is significant.
Another way to improve the performance of the primitive action is through

a symplectic expansion as

o—rH _ ﬁ e~trK g-urV (2.25)
i=1

where {t;,v;} are parameters to be determined (according to the required ac-
curacy of the approximation). A good choice of these parameters can reduce
the error term in the right hand side of the equation, providing thus a better
approximation than the primitive action. It is important to note that, since the
final multidimensional integral must be defined positive in order to be sampled
via Monte Carlo method, all of these coefficients must be positive. However,
as proved by the Sheng-Suzuki theorem [35, 36], it is impossible to go beyond
second order of 7 in 2.25 with the use of only positive coefficients.

In order to overcome this limitation, it is necessary to include terms with
the double commutator, as shown in equation 2.21. In its work with symplectic
expansions, Chin [37] recovers the result obtained in the Takahashi-Imada ap-
proximation if this term is included in the primitive approximation. Later on,
Chin and Chen [38] introduced a continuous family of gradient symplectic algo-
rithms, accurate up to the fourth order in the time step. This approach proved
its efficiency in solving the Schodinger equation [39], problems in classical me-
chanics [40], in the implementation of evolution operators in density functional
theory [41], and in some PIMC calculations [34]. In further work, Chin per-
formed a complete analytical characterization of these fourth-order propagators,
showing that they are fully fourth-order, not only in the trace, and thus improv-

ing Takahashi-Imada approximation [42].
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Using a symplectic expansion with the double-commutator term yields the

expression
n

o—TH _ 11 o—tiTK gtV —wit[[V. K] V] , (2.26)

i=1
where the set of coefficients is now {t;, v;,w;}. An optimal choice of these coef-
ficients makes the expression 2.26 an effective sixth-order approximation.
From this basis arises the termed Chin action (CA) [34]:

—TH —UlTWal e—trrf(

e ~ e —U27W172a1 e—tl’TK

—UlTWal e—QtOTIA(

e

e , (2.27)

where

W =V + 2ar [[V, K], V] (2.28)
U1
contains the potential operator and double-commutator term, in a similar fash-
ion than in the Takahashi-Imada approximation (Eq. 2.24). As we can see, the
Chin propagator 2.27 splits the propagator into three smaller time ones.
The double-commutator term has been written previously with a dependency

only on the potential (Eq. 2.22). We can further develop this expression as

N
[V K], V] =22Y |EP, (2.29)
i=1
where we can write v
F =Y. ViV(r) (2.30)
i

as the force acting on a particle i, that will of course take into account only the
contributions of beads of the same index.
Thus, we can write the thermal density matrix approximation for the Chin

action as

M
PCA(R17RM+1;5) = /dR2 ..dRy H pCA<Ra7Ra+1;T) ) (2-31)

a=1
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where poa(Re, Roi1;7) is an elementary block of the propagator with width 7,

and that is split into three as follows:

m O\ 3dN/2 1\ V2
Ry Ro.i:7) = (—) /Ra R, 2.32
poal 13 T) = (5 (2@0) ARqp exp (2.32)
1 X1 , 1 , 1 )
_N pat <E(’rz,oz - rz,ozA) + E(’rz,ozA - 'r'z,aB) + Q_t()(rz,ozB - rz,oz-l—l) >

N
v v
—T Z (—IV(Tz'j,a) + 0V (1ij,04) + 01V (155,08) + §1V<Tij,a+1))
3 o ay 2 2 2 7 2
=27\ Y- (G [ Fual’ + (1 = 201) [Fraal” + a1 [Frasl* + 5 | Frasa) |-
i1

In this expression, we have written the Chin action in a symmetrized way.
This result can be achieved by substituting the potential density matrix 2.17 for
a symmetrized effective potential. In closed polymers, like in the conventional
PIMC method, this symmetrized form is not needed, but it becomes necessary
when performing the Worm algorithm (section 2.4.2).

To improve the efficiency of the method, one needs to find optimal values
for the coefficients that appear in expression 2.27. It is important to note that
not all these parameters are independent: imposing that the right side of the

factorization is accurate up to 74, it is shown [38] that the coefficients must

follow
1
t1:§—t0
! =9 (2.33)
V= ———" vy =1— 20 .
1 61— 21g)° 2 1

1 1 1 N 1
up=—|(1-—
o7 12 1—2ty  6(1—2t)2) "
where only to and a; are free parameters, and must fulfill

0<a; <1 (2.34)

Chin has already proved to behave like an effective sixth-order approximation
in a large variety of systems [34], ranging from simple model systems like one-

dimensional harmonic oscillator to more complex quantum systems like *He. All
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the results in this thesis have been obtained by using the this approximation, as

shown in equation 2.32.

2.3.2 Other approximations

One of the preliminary objectives of this thesis was to find an action that could
surpass the effectiveness of Chin Action in a PIMC calculation. One way to
try this goal is to follow the fourth-order expansions proposed by Chin [42, 43].
There, he defines a general (n — 1)-bead propagator of the form

T((nd‘)_l)B (n =11 elimKguiV (2.35)
i=1

UlTvetQTK ngVethK ngV tm-f( vnTV

= e (& & ..e &

We refer to (n—1) as the number of stages, or the number of time slices in which
the elementary block of the propagator, of width 7, is split. In this expression,
Chin defines t; = 0, and the rest of coefficients are left-right symmetric (¢, = t,
tn—1 = t3, etc...). The number of free parameters will depend on the number of

stages chosen in the approximation (Eq. 2.35). They should satisfy

St=1 (2.36)

1 1
v=g Ao(1 — 1), v; = =Ao(ti + tiy1), N =5 Aol —ty) = v
1 LA
No= oy $=1-3 8.
2 &

To the general expansion in equation 2.35, Chin adds the double-commutator
term 73 H\A/, f(} \A/} Contrary to what was done in the Chin Action (Eq. 2.27),
in this expansion the double-commutator term is equally divided among the
time slices created from the elementary block 7. Thus, it shall be accompanied

with a coefficient

1 (1
eyrTy — ﬁ <$ — 1) . (237)

It is also important to note the order in which the operators appear in this
new expansion (Eq. 2.35) when compared to the Chin Action (Eq. 2.27). One

can rewrite the Chin Action factorization as

e*TH ~ eftoTK 7U1TWa167t1TK 7U2TW1_2a167t1TK 7U1TWa167tQTK

& (& &

L (2.38)
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where, in order to write the propagator in a symmetric form, we have separated
the 2to7 K term into two. We can identify this propagator as one of type KVK,
meaning that the kinetic operator appears in the extremities of the expansion.
The general expansion proposed above in equation 2.35 falls into the VKV prop-
agator type category. In the end, for n = 4, one can easily write a propagator of
one category in a different order because of the closed paths in PIMC. Thus, in
our case, these differences do not introduce important changes in the algorithm.
This allows us to write a propagator of one type to take the form of a propagator
of the other type. However, at a higher values of n this may not be possible
since the order of appearance of the parameters is different from one type to
another.

Going back at expression 2.35, for n = 4, we recover an approximation with
3 stages that resembles the Chin Approximation in 2.27,

4 N N N N N N N
T?SB) (7_> — evlTVetQTKe'UQ’TVethKeUQTVetQ’TKevlTV

, (2.39)

with the main difference being that the double-commutator term in this expan-
sion is equally distributed. The free parameter in this expansion is t, that must

obey 0 < ty < 1/2. The rest of the parameters must follow

ty =1 — 2ty
1 1
v = 5 — V2, Vg = m (240)
¢ = 6t2(]_ — t2)2 eyTy — i (é — ].)
’ 24 \ 6t5(1 — t5)?
(2.41)

As can be seen, the range of accepted values for the free parameter is greater
in this approximation than in the Chin Action. The cause of this is that the
accepted range for ¢, is not excluding some values that may yield negative coeffi-
cients: some values of t, may cause the v; coefficient to be negative. In such case,
we have a negative imaginary time-step in one term of the propagator, breaking
with the global positive imaginary time-step evolution. Also, such positive value
on a exponential may cause a singularity.

One can do a similar expansion for n = 5 and n = 6, obtaining 4 and 5-stages
propagators respectively. The propagator with 5 stages has two free parameters,
to and t3 that must obey 0 < (t3 +t3) < 1/2. In order to test the performance

of these propagators, we have carried out computations similar to the ones done
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Fig. 2.1 Performance comparison between Chin Action (Eq. 2.27) of type KVK
and a general symplectic expansion of type VKV with different number of stages
(Eq. 2.35) in a computation of liquid *He at T' = 1 K.

for the Chin Action in the past [34]: First, we perform various calculations at
high temperature when we check the convergence of each possible free parameter
value in the range with the number of beads. We then choose these values that
present less variance with the number of beads. Also, we prioritize the choosing
of values that present small differences with surrounding values. After that, we
perform a most exhaustive analysis at low temperature with the chosen values
with larger number of beads to see how they behave at demanding computations.

In Figure 2.1 we show the results obtained using different types of action in
a simulation of liquid *He at 7' = 1 K. Chin KVK stands for the Chin Action
presented in the previous section, and we have perform computations using two
different ¢y coefficients, while maintaining a; = 0.33 for both, which makes the
contribution from the double commutator term to be splitted equally between
the time slies. For Chin VKV we have carried out calculations with differents

number of stages, ranging from 3 to 5. The general behaviour observed when
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the number of stages increases is a faster convergence, thus needing less beads.
Despite this gain, the computational cost also increases since each elemental
block 7 is split into larger number of propagators. In the end, balancing this
two factors gives the edge to the Chin Action as showed in the previous section,
that yields good results despite being only a 3-stages method.

A recent work of Casas also present new families of propagators [44] with
coefficients optimized in order to achieve as high order of accuracy as possible.

From them, we have tried out a 3-stages VKV-type propagator

TH TVAVbl’Cl ealrf(

e —e TWbQ’CQ eagrf(

e GTWbQ’CQ ealTKerVVbl,cl ’ (242)

with
Wiyoo = iV + am?[[V, K], V] . (2.43)

This is also a symmetric propagator with coefficients {a;, b;, ¢;}, being a; the

free parameter. In general, this value can range 0 < a; < 1/2, as with the

generalization made by Chin (Eq. 2.35). However, as we have commented

before, some values can yield negative values on other coefficients. If we take

3_6f\/§ <a; < %, all coefficients are always positive except for ¢;. To also have ¢;
3—V3

as positive, the range is reduced to 4= < a; < 0.350226.

The values of the other coefficients are computed from a,

a2:1—2a1

1 — 6a; + 6a?
by = T

12a1(ay — 1)

1
b= o) (2.44)
. =0+ T80 — 4740} + 1404a} — 20880} + 14400} — 360af
2880(ay — 1)%2a;(—1 + 6a; — 12a} + 6a3)
54420y — 12602 + 15643 — 724}
= 2880(ar — 1)%a1(—1 + 6a, — 12a2 + 6a3)
(2.45)

The work by Casas also presents some propagators without a double-commutator
term, supposed to work better in systems with strong short-distance potentials.

In the figure 2.2 we can see the comparison between this propagator and the
Chin Action presented in the previous section. We have performed this compar-
ison for one particle trapped in a one-dimensional Poschl-like well. Firstly, we

can compare the results between two 2-stages propagators, with and without the
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Fig. 2.2 Performance comparison between Chin Action (Eq. 2.27) of type KVK
and different types of propagators proposed by Casas [44] in a computation of
one particle trapped in a Poschl-type wall potential at "= 0.5 K.

double-commutator term. As shown in the figure, despite the difficulties we can
find in computing the double-commutator in such strong wall, the propagator
with double-commutator converges faster to the exact result. Of course, these
2-stages propagators converge slower than the 3-stages case. Both Chin KVK
(Eq. 2.27) and Chin VKV (Eq. 2.42) with a; = 0.31 converge at the same speed.
Using a; = 0.31 assures us that all the coefficients will have a positive value.
We have performed the same calculation with an optimized value that falls out
of this range, yielding some negative coefficients. Despite that, as shown in the
figure, using a; = 0.06 yields a much faster convergence of this propagator when
comparing to the other 3-stages utilized.

Despite finding this noticeable result, using the same propagator in liquid *He
computations and choosing a a; parameter that yields some negative coefficients

does not yield such a faster convergence. Instead, the observed results are quite
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similar to the ones obtained using Chin general symplectic expansion 2.35 shown
in Fig. 2.1.

2.4 Implementing PIMC

In order to implement the PIMC method we take advantage of the classical
isomorphism, that allows us to describe the quantum N-body system as a clas-
sical system of N closed polymers formed by M particles or beads. By propos-
ing movements of these polymers we are able to obtain different configurations
{R;...Ry}, from which we will be able to sample observables (Eq. 2.19), as
will be explained in section 2.5.

As introduced in 1.2, the Metropolis algorithm [8] provides a simple and effi-
cient method to sample a probability distribution function despite its analytical
complexity or high dimensionality. Mainly, the implementation of this algorithm
in our PIMC method calculation consist of a few steps. First, given a configu-
ration X; of our quantum system described by a classical system of polymers,
we generate a new configuration X, using a stochastic process. After that, we
evaluate if this new configuration is accepted or not. In the case the change is
accepted, we propose a new configuration X;,, and repeat the procedure.

It is important to note that if the sampled variables are computed every time
we generate a new configuration, the results will be strongly correlated. This is
usually solved by using data blocking, this is collecting a sequence of M estimated
values in N blocks, each made up of K = M/N elements. Then, we compute
the average inside each one of these blocks to obtain a set of N estimated values
for our observable that, with a large enough K, will be independent from each
other.

Also, the choice of the stochastic process to generate a new configuration
will affect the convergence of our method. If the proposed changes are small,
the acceptance rate of the updates will be high but the number of steps needed
to explore a large enough region of the configuration space, and probably the
region of low probability density, will not be sampled. This is usually the case
when one uses bead-per-bead sampling, which moves only one bead of a particle
1 at each update. On the other hand, if the proposed changes are too big, it is
easy that the new configuration lands in a region of low probability density and
will be rejected frequently. In the end, we aim for an average acceptance rate in
the range of 40% - 60%.

Our PIMC method uses two main movements in the sampling of the coordi-

nate space. We will deal with the permutation sampling in later sections (2.4.2).
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The acceptance of these movements is computed as the difference between the
new action S’ after the change and the old one S, as e3(FaFarmif)=S"(Fo R y36)
in a standard Metropolis criteria. One of them moves the center of mass of a
single particle, displacing all the beads of the particle the same random quan-
tity, maintaining the kinetic part of the action (the harmonic potential between
neighbouring beads of a particle) intact. The second type of movement is one
that only changes the position of a few beads of a polymer. This can be done
using bead-per-bead movement, but as explained before this yields a slow con-
vergence of the method. Instead, we will use the staging algorithm that will be
explained in the next section.

The computational cost of computing the new action S’ when we propose a
movement of the center of mass of a polymer is computationally expensive since
we need to recalculate all the potential interactions between all the beads, while
the kinetic part of the action remains the same. However, it is not necessary to
perform this movement at each step. Usually it is enough to propose a movement

of the center of mass once per block per particle.

2.4.1 Staging algorithm

As said before, proposing the displacement of one bead at a time causes the
method to converge really slow. For long enough chains, critical slowing down
can appear. In order to speed up this convergence, we can propose the displace-
ment of a finite number of neighbouring beads of the same particle. However,
moving a large enough number of beads to have a reasonable acceptance value
is costly. For each independent moving bead we will have to recalculate the
interactions with the same-index beads from other particles and to compute the
kinetic part. Being this type of movement the core movement, as is performed
at each step of the simulation, creates a rather important slowing down.

The staging algorithm proposes a collective smart displacement of the beads.
It takes a segment of the polymer and moves it in a way that beads within
the segment can be considered independent and not coupled. This is done by
redefining the position coordinate and the mass of the beads in terms of new
positions and masses denoted by starred variables.

Let us consider a segment of length [ of the polymer chain and consider only

the free part of the action. We can write the thermal density matrix on this
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segment as
jHI-1
p(R;, R B) = /deH_,_deH,l I o(Ri, Risii7) - (2.46)
k=j

We are interested in rewritting the consecutive thermal density matrices at tem-
perature MT = %, H{;lj_l p(Ry, Ry11;7), in a decoupled way in order to be able

to sample them. In order to do so, the following identity can be stated:

(15, miiT) o p(Tjp—1), T3 T) = p(T5, Tigas IT) X
[p("“ja i1 T) PP, misa; (L — 1>7)1
(77405 1T)
[p("“jﬂ, T2, T)p(Pjs2, Tiv; (1 — 2)7)] %
p(rjs1, T (L= 1)7) .
lp(rj+az>7rj+u1>;T)p(rj+al>arj+137)1
PPt a-2), Tj+1; 2T)

where 7, stands for the position of the bead k in the polymer where we are
performing the staging. By expanding each of these terms separately, we are

able to rewrite the previous expression as
p(rj, Ty T) - PPy, s T) =
( m )5 { m : )2
— ) exp|l— (r: — 7,
2mh2lT P o \Ta = i
1—2

mi. % mi. « 2
kl:Io <27Th27) P {_27127' <rj+k+1 a Tj+k+1) ] ’

X (2.47)

where we define a reduced mass for each bead,

m“ﬂn&¥é§3>, (2.48)

and staging coordinates defined as

. i+ 7l —(k+1

A more detailed explanation on how to achieve the staging identity can be found
in the thesis by Brualla [45]. As one can see, the density matrix for a bead j+k+1
depends only in the position of previous bead j + k and the staging extremity
j + [, which is fixed. Thanks to that, we can sample exactly the free density

matrix as a set of free gaussians, beginning with the first bead j + 1, since the
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extremity j is also fixed. These new positions 7, can be obtained by

, . h2T

where 7 is a uniform random number 1 € (0,1). As the sampling of the free
density matrix is exact, we only need to run the Metropolis test on the potential
part of the action.

The above expressions for the staging movement can be used directly with
an action such as the Primitive Approximation, but need some changes when we
want to use it with the Chin Action, since each term of the symplectic expansion
has differents constants factors in the kinetic part of the action. An exhaustive
explanation on the staging algorithm for the Chin Action can be found in the
Appendix A.

2.4.2 Permutation sampling: Worm algorithm

Up to now, the PIMC scheme discussed in the previous chapters holds for sys-
tems made up of distinguishable particles. As we want to deal with quantum
many-body systems at low temperature, we must take into account the quan-
tum statistics governing the particles. All states, and in extension the thermal
density matrix, are either symmetric or antisymmetric with respect to a given
permutation. In Bose or Fermi statistics with N particles we can write the ther-
mal density matrix as a sum over all possible permutations of particle labels in

one of its two arguments

1

= ﬁ (:tl)Pp(RaapRa—H;ﬂ) ) (251)
P

pB/F(Rom R.1;8)
with P is a permutation of the particle labels, N! is the number of permutations
and P is the number of transpositions of these permutations. The term (+1)
depends of the kind of statistics we choose for our systems: + stands for bosons
and — for fermions. The expectation value of any observable (Eq. 2.19) can be

rewritten as
R 1 M
Oiyr= 173 [ 1] dRO(R) (&) pl(Ru R ) (2.52)
P a=1

Despite the complexity of equation 2.52 due to the high number of permuta-
tions to tackle with a large number of particles, equation 2.52. expression can

still be understood as a probability distribution that can be sampled via Monte
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Carlo. For fermions, an additional sign will appear in front of each term, creat-
ing contributions to (O> of opposing signs. This will create a constant noise in
our expected results that will make unfeasible the calculations at low tempera-
ture or high N. This is what is known as the sign problem for fermions, and
requires of the introduction of some systematic approximations as, for instance,
in the Restricted Path Integral Monte Carlo method [46]. For bosons, Ceperley
proposed a scheme to include permutations in PIMC simulations [14], but it was
proved to have some performance problems [47] and was not able to provide a
good sampling of bosonic permutations, especially when the number of particles
increases.

A different approach in the sampling of bosonic permutations can be done
by using the worm algorithm. Developed first by Prokof’ev et al. for interact-
ing bosons in a lattice [48], it was latter extended to continuous-space calcula-
tions [22, 49-51].

The worm algorithm works in a extended configurational space given by the
union of the ensemble Z, formed by the usual closed polymer configurations,
and the ensemble GG, where all polymers are closed except for one, which is left
open and is referred as the worm.

This extension of the configurational space creates the necessity to implement
new update methods in order to change from Z to G and vice versa. These
updates are referred as open and close. In the open update, we choose a random
particle ¢ to become the worm, and propose a movement of a segment of it.
The worm then remains open while in the ensemble G, i. e., it does not have
a kinetic density matrix between two unique consecutive beads. In our case,
we perform the open update for the last or first numbered beads, moving from
a configuration X; = {ri...ra,7mp1 = 7} to Xi = {ri...70, "y # M}
Similarly, for the close update, we propose a movement that moves the system
back to the ensemble Z by closing the worm and imposing ;1 = 7.

In order to implement permutations using the worm algorithm, we use the
swap update. The main idea of this movement is to rebuild a free particle path
between an open extremity of the worm and a bead belonging to a different
polymer. In this way we are able to modify both the permutations p(i) and
the configuration of the system R, by means of following updates which do not
suffer of low acceptance probability, as was the case of other methods. In the
end, performing permutations between only two particles at a time yields a larger
chains, while in the algorithm presented by Ceperley [14, 47] a single permutation
becomes less probable since the permutations are proposed in groups of three or

four particles at a time.
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It is important to notice that the probability distribution used to sample
configurations while in the ensemble G is different from the one introduced
before for the ensemble Z. Therefore, the configurations in the subset GG cannot
be used to compute diagonal observables (Eq. 2.19), as will be explained in
section 2.5. However, they can be used to compute off-diagonal observables,
such as the one body density matrix (see section 2.5.6 and 2.5.7).

Summarizing, the worm algorithm is able to sample the exchanges between
bosons by means of single particle updates with an acceptance probability com-
parable to that of other updates in the sampling of polymers. Also, it allows for
an efficient description of thermodynamic properties connected to the bosonic
statistics of the quantum systems such as superfluidity effects or off-diagonal
correlations. More details on the worm algorithm can be found in the PhD.
Thesis by Rota [51].

2.4.3 Parallelization

Despite the use of a fourth-order approximation for the action (as is the Chin
Action, section 2.3.1), some Path Integral Monte Carlo simulations requires the
sampling of quantum systems at very low temperature and/or the use of a
large number of particles. Achieving good results for a simulation with a large
number of particles or a large number of beads when working at low temperature
requires an important amount of computational time. Naturally, one can think
on parallelization as a way to gain computational efficiency.

As we have commented in previous sections, our PIMC scheme proposes a
movement of a single particle at a time, being it either a global translation or a
partial segment movement following staging algorithm. The same applies to the
movements introduced by the worm algorithm, with the difference that these
movements are performed only for the worm, while the movement of the center
of mass and segment movements are performed once per particle. The costly
part of each of these movements arise when computing the probability for the
Metropolis algorithm. The kinetic part of the density matrix is not computed,
since we are either performing a global translation or moving a segment of the
polymer via staging algorithm in all the cases. In this sense, we need to compute
only the potential and double-commutator part of the density matrix, that arises
from interactions between particles. The computational time of this calculation
goes as mN?, being N the number of particles and m the number of moved
beads.
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One could think in parallelizing this N? loop in order to gain speed, but
in fact this is not even needed. For performing the Metropolis algorithm we
are only interested in the change in the action, so by saving in memory the
contribution on each bead we can gain speed. Doing it that way reduces mN?
to mN, since we only need to compute the potential interaction change on the
moved beads. On the other hand, M N? loops will appear in the estimations
of certain observables, like the energy per particle. In this cases, paralellizing
will indeed yield faster calculations. However, in the end the calculation of the
energy per particle is not performed at every step and a significant improvement
in this estimation is not a big gain in the global computation time. The same
could be said about the movement of the center of mass. This movement is
performed once per block for each particle, but always one particle at a time.
This means that the only choice for parallelization is to distribute the M beads
into a k number of threads. This, for a large enough number of beads, could
provide some speed gain. On the other hand, the more repeated movement is a
segment movement, that can be performed more than once per step per particle.
The quickness of this update depends on the length of the segment moved, that
usually decreases at low temperature in order to achieve the aimed acceptance
rate. Despite being a fast update, it is performed so many times that the total
time spend in this update is important.

In the end, the time spent computing the movement of the center of mass,
estimators with a M N? loop, and segment movement will depend on the number
of steps per block K and the number of beads M. For a large K and small M,
most of the computational time will be spent in the segment movement update.
For large M and small K, most of the time will be spent on the movement of
the center of mass and computation of some observables. The parallelization
for these two last methods has already been commented, as it simply consist in
parallelize M N loops.

The parallelization of the staging algorithm is more complex. One easy
solution is to parallelize the mN loop, as commented before, but the gain is
only substantial if the number of moving beads m is large, which is usually not
the case. A more interesting approach is to propose more than one segment
movement at a time. Since the kinetic part of the density matrix is sampled
via the staging algorithm, the only part we need to evaluate is the potential
and double-commutator part, and these contributions only depend on the same-
indexed beads of all the other particles. So, in order to perform more than one
movement at once, we can divide the total length M of a polymer in a number

j = M/m of segments, where m is the number of beads moved using staging
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algorithm. KEach of these segments is updated in a parallelized way following
the staging algorithm. Usually, we take each of these segments from different
polymers. Of course, the number of parallelized segments must fulfill j < N,
since otherwise we will probably move a particle more times than the desired
each step.

This parallelization of the staging algorithm fastens our segment updates
proportional to the number j of parallelized threds. This number is high for a
large number of beads M and a small segment update length. Usually, this is
the case of lower temperature systems.

For instance, we can look at a PIMC simulation of solid *He crystal hcp at
T = 0.2 K, with N = 180 particles and M = 480 beads. In order to have a good
acceptance rate, the number of moving beads per staging is m = 10. In this case,
we can perform a parallelization in j = 48 different processors. Even only using
8 different processors give us a ~ 50% time reduction of the staging update.
Also, as we have a large number of beads, the parallelization on the center of
mass movement will also be effective. In the same case as before, we observe a
time reduction of ~ 60%. Which one of the two parallelization schemes is more

effective depends on the number of steps per block, as commented before.

2.5 Computing properties

Once we have defined which approximation for the action we are using and the
chosen strategy for the sampling, it is important to tackle how we can compute
properties in our PIMC scheme.

Before explaining the properties one by one, it is interesting to rewrite some
of the expressions introduced in previous sections explicitly showing the Chin

Action approximation. We can write the partition function (Eq. 2.6) as

1 1 Sd];fM 1 df\;M
J =— — 2.53
NI ; (47r>\7) (2t%t0> (2.53)

M
/ AR\ AR, 4dByp...dBys T exp—S(Ra, Ragy; 7))

a=1
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using the condition PRy = Ry;.1, and with S(R,, R,.1;7) being the action

for an elementary imaginary time block 7,

1 X1 1 1
S(Ry,Rpi1;7) = K Z <t1 (Tia ri,aA>2 + E(ri,aA - "“z',aB)2 + Q—tO(Ti,aB — Ti,a+1)2)
v
+TZ ( (Tija) + 02V (rijaa) + 01V (rijan) + §1V(7‘ij,a+1)) (2.54)
1<J

N
a a
#2000 Y. (G 1ol + (1= 201) [Foal’ + a1 [ Frasl” + 5 [Franil?).
=1

In order to write equation 2.54 in a more compact way, one can define the terms

N
1 1 1
T]i/' - Z ( (rz « Ti,aA)z + _<ri,aA - ri,aB)2 + _<Ti,aB - Tz’,a+1)2) ;
t t 2%,
(2.55)
N U1 (%1
Vy=>" <§V(’f’z’j,a) + vV (rijaa) + 01V (7ijaB) + §V(7’ijm1)) , (2.56)
i<j

N
Wy =3 (5 1l + (1 = 200) [Fraal + @1 [Frasl* + 5 [ Frasal ), (257)

i=1

that allows us to write the total action as

S(Ry, Roy1;7) ZT}V +7‘ZVN + 27 uo)\ZWN. (2.58)
1<j i=1
In the next subsection we will write the different estimators of the properties

directly specifically for the Chin Action.

2.5.1 Energy per particle

The energy per particle E'/N is one of the most important quantities obtainable
from our PIMC simulations. At a finite temperature, one can obtain a estimation

of the energy by deriving it from the partition function with the formula

E 1 07 1 07
—=————— = (2.59)
N NZ 0p NMZ Ot

By applying this formula to the definition of the partition function Z (Eq.

2.53) we find the expression:

E 3d 1 1
N < 37~ 37 (g T = Vi =67 “°AWMN)> o
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where the brackets indicate an average over all the configurations R sampled in
the PIMC simulation. The terms Ty, Virny and Wi,y stands as the same as
the ones appearing previously (Eq. 2.55, 2.56 and 2.57), but with a summation
over all the beads, i.e. Thy = XM T%. The first term 3d/(27) in the formula
remembers the energy of a classical ideal gas, d/(2/3), where d stands as the
dimension of the system. However, in equation 2.60 the classic term appears
with a dependence with the number of beads, and the factor 3 arises from the
total number of beads when using the Chin Action.

This is the so called thermodynamic estimator for the energy per particle.
One can use a formula similar 2.59 to obtain the thermodynamic estimator for

the kinetic energy

K__moz_ Aoz )\ oz
N NBZom  NBZox  NM1Z ox'

(2.61)

and then one can obtain the potential energy by subtracting V/N = E/N—K/N.

One then obtains

Krp 3d 1 1
N <§ - 7 (T QTQUOWMN» (262)
and
VT 1 2
N <N—7” (VMN + 47 UO)\WMN)> . (2.63)

The thermodynamic estimators can be easly implemented in a PIMC scheme
but, as we can see in equation 2.60, some of its terms have an important depen-
dence with the number of beads M, causing them to become large at small 7.
This causes this estimator to have a large variance due to the balancing of two
large terms. In order to overcome this problem, is better to use an estimator
without any such cancellations. One way to do this is to use the so called virial
estimator [14, 52]:

B+ v L ) ( )
N n 26 12)\NM27'2 f et ’rz,MJer 'rz,a ’rZ,M+a—1 TZ,M+CM
1 M N c a
2N B o T ' 2.64
+2N/3 O;l ; ('r'@,a ’rz,a) 87‘i,a (U(Ra>> ( 6 )
1 ¥ oU(R.)
+NMaz::1 or >
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where d/(2/3) is the classical energy and U(R,,) stands for the potential part of

the action, which in the Chin Action case is

N N
URy) =7 Vn 427U\ Wy, (2.65)
1<J =1
and
o 1 M-1
rz,a I fart (’rz,oz-l-l + Ti o l) ( 66)

A full derivation of this formula can be found in the PhD. Thesis by Rota [51].
It mainly consist in defining a quantity that can be solved in two ways, by
integrating by parts or by computing directly a derivative appearing inside the
integral, in a way similar to what is done in this thesis with the virial estimator
for the pressure (Appendix C). The last term of the equation 2.64 yields the
same results as the equation 2.59 for the thermodynamic estimator, but without
the neighbouring beads harmonic interaction. Thus, for the Chin Action, the
new terms will arise from the third term of equation 2.64.

A full calculation of the virial estimator for the Chin Action can be found
in the Appendix B. From the terms that arise from equation 2.64, the final

expression for the virial estimator is:

Ey d 1 1 ) 1
N <% + e (s i + T + 27w\

"—VMN + 6T2UO)\WMN) > . (267>

The potential energy using this estimator is the same as in the thermodynamic

estimator (Eq. 2.63), while the kinetic energy is

Ky /d 1 1 e L
v _ & To -
N <2@ VM <12)\M7'2 My + oty

+27‘2u0)\(WMN + YMN)) > . (2.68)



36 | Path Integral Monte Carlo method

For both cases we have defined some terms to ease the reading, as in the case

for the thermodynamic estimator and partition function:

T](\)/IHN = Z Z < Tz Mo — Ti,a) (Ti,a - Tz,aA)

a=1i=1

+t— (TiM+aa — Tiad) (Tiaa — TiaB)
1

+— (Tim+aB — TiaB) (TiaB — Ti,a+1)> )

a
( 1 Tzoz_ za)aT('L j? ) (F _F’j,a)b

+(1 - 2&1)(7‘170“4 T aA)aT(Z ]7 O[A) ( i,0A T P}@A)b

+ar (Ti,CVB - TgaB>aT<Z7J7 aB)a<Fi,aB - Fj,aB)b
ay

+ 8 (s = 160 TG+ VPt = Frasih)

with T'(i, j, &)’ being a tensor defined by

Tlija) = 0 (Tz‘j,a)b(ﬁ‘j,a)a] dV (rij.a)
s a B 3 dr: -
Tij,o 7”ij,oz Tij,a
N (rij,0)’(rij)a AV (rija)
Tin,a d,rlzj,a

(2.69)

(2.70)

(2.71)

(2.72)

The term T¢, from equation 2.69 arises from the permutations in the system.

If there are no permutations, this term would drop to zero since R,y = R.,.

2.5.2 Pressure

For computing the pressure of the system, we can follow the same pattern as

with the energy per particle. We can compute the thermodynamic estimator by

using the definition

_ 19z
 BZOV

(2.73)
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with the partition function for the Chin action defined at equation 2.53. In order
to evaluate this expression, it is convenient to introduce the rescaled coordinates
R = R,/V'? By using this coordinates, we obtain

3N 1 1 472up)
Pr={22 - —— Tl — ———T0 — =2V 2.74
g <TV DNV LN T gy TN T g Y ) (2T

where the term T%,, = SM | T4 (Eq. 2.55) already appears in the thermody-
namic estimator of the energy, while the others are similar to the ones appearing

in the virial estimator of the energy:

. M N N
Tin =222 (E(Ti,a —75.0)ViaV(rija)
a=1i=1j=1
7
+ V2(Ti0a — T5,04)ViaaV (Tijaa) (2.75)
v
+ v1(TiaB — Tj.0B)ViasV (TijaB) + 51(7%,@“ — Tj,a+1)Vi,a+1V(7“ij,a+1)) ;

. M N N d d o ,
Vi =2 S Y 2 (S o) TG 0i(Fady (276)
a=1i=1j=1a=1b=1
J#
+(]- - 2a1)(ri,aA - Tj,aA)aT(iaja O‘A)Z(F’i,aA)b
+ay (Ti,ozB - Tj,ozB)aT(iaja O‘B)Z(F’i,aB)b
a o
+§1(”’z’,a+1 — Tjas1)" T (0, J, 0+ 1)Z<Fz’,a+1)b) )
where the tensor T'(i, j, @)’ is the same as for the energy (Eq. 2.72). As can be
seen, similar to the expression for the energy some of the terms in 2.74 appear
with a dependence with 7 that may cause problems at a large number of beads.
Therefore, we can use the virial estimator in order to avoid this pathology. A

full derivation for both pressure estimators can be found in Appendix C.
N 1 1 472U\
Pyp=(—4—— 7ot vV~ 0y 2.77
4 <V6 O SaNGEV MN T aqy g MN T gy TN ) (2.77)

where Tg is the same term that appears in the formula of the virial estimator

for the energy (Eq. 2.69), and the other terms are similar to the ones obtained
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before,
” M N N U1 .
Thi = X 25 (508 = 1) ViV (r0)
a=1i=1j=1
yot
+ va(ry, TiaA TfaA)Vi,aAV(Tij,aA) (2.78)

(%1

+ v (rfop — 7505 ViasV (rijap) + §<Tga+1 =75 0i1) ViarV(r z'j,a+1)) ;

Yy = ;;ZZ (al ey =15 ) (i, 4, ) (Fia)y (2.79)

+(1 - 2&1)( zCaA _] aA)aT(Z jv aA) (E,aA)b
+a’1 (TgaB _] aB)aT(Z jv aB) (E,aB)b

F (G = 150 ) T G0+ DFrard)

and as before, the tensor T'(i, j, )% appears in equation 2.72 and r ., 1s defined

by equation 2.66.

2.5.3 Pair-correlation function

The pair correlation function g(rq,rs) is proportional to the probability of find-
ing a particle in ry while another particle is placed in r;, and can be defined

as
g('l"l,'l"g Z /p R R ﬂ)d'l"g d (280)

using Feynman’s density matrix formalism. For uniform systems, that is our
case in this thesis, the pair correlation function depends only in the norm of the

relative distance r» = ro — r;. This allows us to define our estimator as

g(r) = V2<1 %g}ﬁé (Pra — rj,a))> . (2.81)

a=11
J#i

In practice, the appearance of a delta function in the estimator means we can
calculate the pair correlation function by constructing an histogram of the fre-
quencies of the relative distances between all pair of particles. Also, as the
estimator has a symmetry over the imaginary time, we can take into account
all the time slices M when constructing the histogram, which provides us with

larger statistics. Each column of the histogram, of width A/2, has to be nor-
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malized dividing by the volume associated to the shell of radius » — A/2 and
r+A/2.

One can notice that the estimator in equation 2.81 only works in the as-
sumption of knowing the exact thermal density matrix. In order to obtain an
estimator that holds at any imaginary time step instead of only at 7 — 0, we can
compute it as a functional derivative of the free energy [53]. For the primitive
action, the estimator presented above works properly since the estimator of the
distance between to atoms is simply the distance between its beads in periodic
boundary conditions. However, for the Chin action the presence of the double
commutator term in the expression of the potential action inserts a term that
depends on the temperature in the evaluation of the distance between particles.
This term may affect the construction of the histogram and should be taken into
account when performing the estimation [54]. In the end, the effect of this term
is shown to be really small [51] and it is an irrelevant quantity when compared

to the statistical error.

2.5.4 Static structure factor

We can access the spatial order of the atoms in the reciprocal space by computing

the static structure factor:

1 i . i .
S(q) = N7 /dRp(R, R; ) (Z exp (—zqri)> <Z exp (zqri)> . (2.82)
i=1 i=1
One can obtain this property by performing the Fourier transform of the pair-
correlation function, but we can compute it directly along the PIMC simulation.
We perform simulations by choosing a box with a finite size and periodic bound-
ary conditions, which discretize the values the vector q can take. For a three

dimensional box with size L,, L, and L., the vector q is then

Ng Ny N
=21 —,—,— | , 2.83

1 <Lm L, LZ> (2.83)
where n,, n, and n, are integer numbers. As we have explained for the pair-
correlation function, we take advantage on the symmetry over imaginary time
to use all bead configurations to evaluate the static structure factor with more

statistics. The static structure factor is then computed as

S(a) = 7y <Z 3 cos(aria) cos(arsa) + sin(qria) sm<qm,a>> - (289)

a=1i=1 j=1
J#i
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2.5.5 Intermediate scattering function in imaginary time

In a similar way to the static structure factor, we can compute the intermediate

scattering function in imaginary time F(q,t)

F(q,1) / dRp(R, R; 8)pg(7)54(0) . (2.85)
with v
=3 elari®) (2.86)

Our PIMC scheme works with discrete imaginary time, so the values ¢ in
which we are able to compute the intermediate scattering function will depend
on the value 7 = /M. On the other hand, the intermediate scattering function
is a periodic function, so we only need to sample it up to t = 5/2.

In a similar fashion to the static structure factor, we can rewrite equation
2.85 as

™M=

cos(gr;(t)) cos(qr;.(0))

F<q,t>=ﬁ<zz

a=11i=1 J
J

Sl
S

+sin(qr; (1)) sin(qrjva(O))> : (2.87)

Also, the symmetry of these property over imaginary time allows us to use all
the beads for a single imaginary time t calculations, as long as the time difference

between the density fluctuation operators (Eq. 2.86) is t, <,6q(7'0 + t)ﬁg(70)>.

2.5.6 One-body density matrix

The one-body density matrix p; (7, r’) is the inverse Fourier transform of the mo-
mentum distribution, and can provide insight on the Bose-Einstein condensation
(BEC) properties of a quantum system.

The one-body density matrix can be written as

() / dry ... dryp(R, R f) | (2.88)

where p(R, R'; 3) is the thermal density matrix computed for two configurations
R ={ry,ro...,rn} and R’ = {7}, ry...,rx} which differs for the position of

only one particle.
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In a strongly interacting system, a macroscopic occupation of the ground
state shows a delta-peak in the momentum distribution for ¢ = 0. This is
shown in the one-body density matrix as a non-zero asymptotic value in the
limit of large distances » = 71 — r]. This can be related with the condensate
fraction ng as

lim py(r,r") =ng (2.89)

|r|—o0

Observing the equation 2.90 one can see that p; is an off-diagonal observable.
In our PIMC scheme, this means that the worm (see Section 2.4.2) needs to be
open. The one-body density matrix is then computed in the same classical
mapping as the other estimators, but when the worm polymer is open.

As for equation 2.90, only the position of one atom needs to be different.
Thus, we can compute the one-body density matrix with the positions of the
worm,

pi(r) = S (0 (r — (Tworm,1 — Tworm,M+1))) (2.90)
NZ ’ ’
where 7yom,1 stands for the position of the bead which is the tail of the worm,
and ryorm vr41 as the head of the worm, taking into account that since there will
be permutations the index of the polymer which contains the head and tail may
not be the same.

Contrary to previous properties, we cannot take advantage from the symme-
try over imaginary time, thus the calculation of this property is less efficient.
A easy way to improve this efficiency is to perform various calculations of this
property, proposing small movements of the head and tail of the worm whereas

the worm is open.

2.5.7 Superfluid density

One can think of the superfluid density of a quantum liquid as the fraction of

the system that does not respond to movements of the walls of its vessel. It can

be defined as .
_d’F (L)

= qrler = Ty e

I (2.91)

where [ is the momentum of inertia, F' the free energy and L, the total angular
momentum operator in the rotation axis.

By defining the classical momentum of inertia

I = <Z§;mi(r§)2> : (2.92)
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with r} being the distance of the i-th atom from the rotation axis, one can write
the superfluid density as
re_q_ L (2.93)
p I.
i.e., it is the fraction of the system which does not respond classically to the
rotation.
The attainment of an estimator for p,/p for the PIMC scheme is not trivial,
since equation 2.93 considers a rotation. Switching the reference frame to the
rotating bucket, Pollock and Ceperley proposed a path integral expression for

the effective momentum of inertia [55] that yields

s 2m(A2
ps _ 2miA) , (2.94)
p BAI.
where A, is the component along the z-axis of the projected area
1 M
A= 5 Z Z Tia X Tia+1 - (295)

i=1 a=1

The previous estimator works in cylindrical geometry, but is more common
to have periodic boundary conditions (PBC) in a PIMC simulation. In this
sense, we define the winding number W as the flux of paths winding through
the PBC,

N M
W = Z Z Ti,a—i—l — 'l"i@ . (296)
=1 a=1
With this term, the estimator of the superfluid fraction is
. (w2
ps_ V) (2.97)
p B
that needs to be averaged over all the closed polymer configurations in our PIMC

simulation.

2.6 Path Integral Ground State method (PIGS)

As commented at the beginning of this section, the path integral formalism can

be extended to the ground state in what is known as the Path Integral Ground

State method. The ground state average of an observable of a quantum system,
_ JARO(R)V}(R)

(WO W) = TARUZ(R) (2.98)
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can be calculated by sampling the coordinates of a quantum system according
to the probability distribution W2/ [ dRWZ(R). As generally the exact ground
state wave function is unknown, we can approximate Vo(R) with a trial wave
function Ur(R).

It is important that the trial wave function has the correct symmetry un-
der particle permutations: It must be symmetric for bosons and antisymmetric
for fermions. From the variational principle of quantum mechanics, F(V) =
(U|H|W) > Ey, with Ey being the ground-state energy of the system. Thus, a

good approximation Wy for ¥y will lower the value of

JdREL(R)V7.(R)
Er = 2.99
! [ dRV%(R) (2.99)
where the local energy Ep, is defined as
p _ 1r(R) (2.100)
" Ur(R) '

The Variational Monte Carlo method uses this scheme to construct a trial wave
function with some free parameters, and then optimize them by minimizing Fr.
However, Er is an upper bound of the energy, thus it is desirable to make some
improvements in this method.

For this end, we introduce the Schrodinger equation in imaginary time 7 = it,

0 N
— a—\I/(R T)=HVY(R;T), (2.101)
-
where we can use the presented trial wave function as a description at 7 = 0,

V(R,7 =0) = Vrp(R). The solution for the wave function is then
U(R,7)=e TUn(R Z (U, | U)W, (R)e ™o | (2.102)
where F, is the eigenstate of ¥,,. For large enough 7 we can write

T—r00

Uo(R) = lim ¥(R;7) = lim / dR'G(R,R:7)Ur(R)) | (2.103)

with G(R, R';7) = (R|e ™| R’) being the imaginary time propagator, which
is equivalent to a thermal density matrix for a quantum system at temperature
T = 1/(kpT). This allows us to write an accurate approximation for the ground
state wave function by means of the Path Integral formalism previously used at

finite temperature in what is known as the Path Integral Ground State scheme.
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Using the convolution property (Eq. 2.7) we obtain

M—-1
Upias(Rar) = / S ARoG(Rosr, Ro; 7)Ur(Ry) | (2.104)
a=0

The main advantage of PIGS in front of other methods such as VMC is that
we can control the systematic error by means of the number of time slices M.
By increasing this value, we provide a better approximation for ¥, until the
estimated energy Er will become independent of M, indicating that the system-
atic error that arises from the choice of W+ has been lowered below statistical
uncertainties, in a way similar to what happens for PIMC. This is way PIGS
method is regarded as an ezact method, as with PIMC.

With the basis of the method explained, all the relevant observables can be
calculated as shown in equation 2.98,

_JTI2M AR, O(Ry)Vr(Ron)G(Ra, Ro1;7)Vr(Ry)

|0 W) = = . (2.105
(WolOl o) JTEM AR VT (Raon)G(Ry, Ro—1; 7)¥r(Ry) | )

As for the probability distribution to be sampled via Monte Carlo procedure,

31\141 \I]T(RQM)G(ROH R, _i; T)‘*I’T(Ro)
f Hi]\gl dRa\IIT(RQM)G(Rom Roz—l; 7_)\IIT(-FIIO) ’

p(Ro...Roy) = (2.106)
can be interpreted as a classical system of interacting polymers, similarly to
PIMC analogy, but each with 2M +1 beads. Thus, the same mapping we applied
to the PIMC method can be used with the Path Integral Ground State. The
main difference is that we do not need to impose periodic boundary conditions in
imaginary time in the trace of the propagator, so the the classical isomorphism
will not be polymer rings but open polymers. Also, the parameter 7 is related to
the temperature in the PIMC method while it does not have a physical meaning
for PIGS and must be considered only as a variational parameter.

In the end, our PIGS chains impose the trial wave function W7 in its ex-
tremities, while propagating it along a high enough number of beads towards
the center of chain provides a better approximation of Wy near its center. In
this sense, the estimation of observables (Eq. 2.105) is only exact in the center
point of the chain.
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Phase diagram of a

one-dimensional Coulomb gas

In this chapter, we present the quantum phase diagram of a one-dimensional
Coulomb wire obtained using the PIMC method. The exact knowledge of the
nodal points of this system permits us to find the energy in an exact way, solving
the sign problem which spoils fermionic calculations at higher dimensions. The
results obtained allow for the determination of the stability domain, in terms of
density and temperature, of the one-dimensional Wigner crystal. At low temper-
atures, the quantum wire reaches the quantum-degenerate regime, which is also
described by the diffusion Monte Carlo method. By increasing the temperature
the system transforms to a classical Boltzmann gas, which we simulate using
classical Monte Carlo. At large enough density, we identify a one-dimensional
ideal Fermi gas which remains quantum up to higher temperatures than in two-
and three-dimensional electron gases. The obtained phase diagram as well as
the energetic and structural properties of this system are relevant to experi-
ments with electrons in quantum wires and to Coulomb ions in one-dimensional

confinement.

3.1 Introduction

Few systems are more universal than electron gases. Their study started long-
time ago and the compilation of knowledge that we have now at hand is very
wide, with impressive quantitative and qualitative results [56]. Phase diagrams
for the electron gas in two and three dimensions appear now quite well un-
derstood thanks to progressively more accurate many-body calculations using

mainly quantum Monte Carlo methods [57]. However, the theoretical knowl-
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edge of the electron gas in the one-dimensional (1D) geometry is more scarce
and a full determination of the density-temperature phase diagram is still lack-
ing. The present results are intended as a contribution towards filling this gap
by means of a microscopic approach based on the path integral Monte Carlo
(PIMC) method.

The quasiparticle concept introduced by Landau in his Fermi liquid theory
is able to account for the excitations of the electron gas in two and three di-
mensions. This is not the case in one dimension where the enhancement of
correlations makes all excitations, even at low energy, to be collective. The ap-
propriate theoretical framework is an effective low-energy Tomonaga-Luttinger
(TL) theory [58-60], properly modified by Schulz [61] to account for the long-
range nature of the Coulomb interaction. Probably, the most noticeable pre-
diction of the TL theory is the separation between spin and charge degrees of
freedom, whose excitations are predicted to travel at different velocities. At the
same time, a Coulomb wire is fundamentally different from other TL systems in
that at low densities it forms a Wigner crystal, as manifested by the emergence
of quasi-Bragg peaks [61]. Also the strongly repulsive nature of interactions
might lead to a formation of a Coulomb Tonks-Girardeau gas[62, 63]. In spite of
the experimental difficulties in getting real 1D environments, strong evidences
of having reached the TL liquid and the 1D Wigner crystal have been reported
in the last years [64-72]. Therefore, the continued theoretical interest on this 1D
system is completely justified and can help to understand future experimental

findings.

3.2 Quantum Monte Carlo methods for fermionic

systems

The ground-state properties of the 1D Coulomb gas have been studied in the
past using several methods, the most accurate results being obtained using the
diffusion Monte Carlo (DMC) method [73-76]. One of the main goals of these
calculations was the estimation of the interaction energy of the gas with as
higher precision as possible to generate accurate density functionals to be used
within density functional theory of quasi-one-dimensional systems. All these
calculations have been carried out assuming a quasi-1D geometry imposed by
a tight transverse confinement, normally of harmonic type. In the latter case,
one assumes that electrons occupy the ground-state of the transverse harmonic

potential and so in the resulting effective Coulomb interaction the divergence
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at x = 0 is eliminated. Proceeding in this way, the effective one-dimensional
interatomic potential can be Fourier transformed. However, a recent DMC cal-
culation [77] has shown that the use of the bare Coulomb interaction is not a
problem for the estimation of the energy and structural properties because the
wave function becomes zero when |z| — 0. More importantly, the presence of a
node at x = 0 makes Girardeau’s mapping applicable [78] which means that the
many-particle bosonic wave function is the absolute value of the fermionic one,
with the same Hamiltonian. In other words, the non-integrable divergence of
the interaction at small distances acts effectively as a Pauli principle for bosons.
From the computational point of view, this is highly relevant because knowing
the exact position of the nodes allows us to perform an exact simulation with-
out the usual upper-bound restriction imposed by the fixed-node approximation
when the nodal surfaces are unknown.

For our calculations at finite temperature, we consider a system composed
of N particles with charge e and mass m in a 1D box of length L with periodic
boundary conditions, that interact by means of a pure Coulomb potential. We
work in atomic units, the Bohr radius ag = h?/(me?) for the length and the
Hartree Ha = €2 /ag for the energy. In these reduced units, the Hamiltonian is

given by
1o X1
Xty

i=1 i<j

H = (3.1)

|z — 5]

With this knowledge we can estimate the properties of the system using a
PIMC scheme (see section 2.2) by means of the Chin action (see section 2.3.1).
The number of beads M is adjusted for any temperature and density to ensure
unbiased results; it is rather large at the lowest temperatures and high densi-
ties, M = 500, and it becomes smaller when the temperature increases and the
density is low, M = 20. The fourth-order dependence of the energy on 1/M is
recovered at larger M values than in “*He due to the pathological behavior of
the Coulomb potential for the lowest approximation for the action (primitive
approximation) [33]. Nevertheless, the high-order PIMC method is able to ex-
plore the major part of the density-temperature phase diagram with accuracy
and without any bias coming from the fixed-node constraint.

Our main goal is the calculation of the phase diagram of the 1D Coulomb
quantum wire. To this end, we mainly determine the energetic and structure
properties of this system. For the energy we use the virial estimator from section
2.5.1, which relies on the invariance of the partition function under a scaling
of the coordinate variables, thus providing good results at large values of M,

where the thermodynamic estimator fails to provide converged results [34]. The
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structure properties of the system are obtained from the behavior of the static

structure factor (see section 2.5.4).

3.3 Energy per particle at finite temperature

T=10" Ha
T=10" Ha
T=10" Ha
T=10" Ha
7=0.1 Ha
T=1Ha
7=10 Ha
T=100 Ha
— - — Ideal Fermi Gas
= = Wigner Crystal

E/ N [Ha]

Fig. 3.1 Energy per particle as a function of the density for N = 10. Symbols,
PIMC results at different temperatures; dashed line, energy of a Wigner crystal
at T' = 0; dash-dotted line, IFG energy at T" = 0. Solid lines, classical limit
E/N =1T/2.

The energies obtained at different temperatures and densities are shown in
Fig. 3.1. When both the temperature and density are low, the potential en-
ergy dominates and the total energy can be estimated by summing up all pair
Coulomb potential energies for a set of particles at the fixed positions of a Wigner
crystal. For a given number of particles IV, the leading term in the energy is
linear with the density n [79],

E
WW =e’nln N . (3.2)
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If one fixes the density and changes the number of particles, Eq. (3.2) predicts
an energy per particle which diverges logarithmically with N. This is, in fact, a
well known effect of the long-range behavior of the Coulomb potential in strictly
1D problems [77]. When the density increases, the kinetic energy increases faster
than the potential energy due to its quadratic dependence with n. Then, the
system reaches a regime where the energy is well approximated by the ground-
state energy of an ideal Fermi gas (IFG),
Ewg hk%

N~ 6m (3:3)

with kr = 7n being the 1D one-component Fermi momentum. Both limiting
behaviors, Ew/N (Eq. 3.2) and Epg/N (Eq. 3.3) are shown as straight lines
which cross at n ~ 1 in the log-log plot of Fig. 3.1. The ground-state energy
obtained with the DMC method for 7" = 0 is recovered in our PIMC simula-
tion when the temperature drops below some critical temperature, which value
depends on the density. Increasing the density in the ground state, the system
evolves from a Wigner crystal to a zero-temperature ideal Fermi gas [77]. For
a fixed finite temperature, 7" < 1 Ha, the dilute regime of low density corre-
sponds to a classical gas with the energy per particle given by the classical value
E¢ = T/2 (solid horizontal lines) , the Wigner crystal is realized at larger densi-
ties and, finally, the quantum wire behaves as an ideal Fermi gas for n 2 1. For
temperatures 7" 2 1 Ha, the Wigner crystal behavior is no more observed and

the system evolves directly from a classical gas to a Fermi one.

3.4 Properties of Quantum Wigner crystal

In order to get an insight on the properties of a quantum Wigner crystal it is
important to derive the equation of states as a perturbative series in terms of
powers of nay. The leading term is provided by the potential energy of a classical
crystal and is pathologic in the sense that it diverges in the thermodynamical
limit. On the other hand this divergency is caused by the long-range part of the
Coulomb energy and effectively does not change the short-range physics which is
important, for example, for understanding the applicability of the bare Coulomb
potential to quantum wires of a finite width. Thus, it is of importance to derive
the subleading term in the equation of state, which will behave properly in the
thermodynamic limit and will be relevant for the short-range physics. This is

done by means of the harmonic crystal theory.
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The leading term E© in the equation of state of a Wigner crystal, nag —
0, is given by the potential energy of a crystal with perfect packing, E©) =
1/2 Zgéj e?n/|i—j|. For N electrons in a box with periodic boundary conditions

the Wigner crystal energy is

E©) Hy , ++, foreven N

—— = (nag) Ha x 3UTN (3.4)
Hy-1, for odd N

where H, = ;‘:1% is the n-th harmonic number. That is, the leading term

grows linearly with the density nag and it suffers from a logarithmic divergency.
caused long-range Coulomb interaction, £ /N = Ha(nag) In(y/N/2) + O(N~2)
where 7/ = 1.781 is the Euler’s constant.

In the physical description of the subleading term, the electrons oscillate
close to the minima in the potential energy, generating excitations w(k) with

plasmonic dispersion relation, as can be obtained from the harmonic theory [77,
80, 81]

hw(k)]’ N N
lﬁ/;] = (nag)®[4¢(3) —2Liz(en ) —2Liz(e = )] , (3.5)
where Li,(2) = 332, 2¥/k" is the polylogarithm function.

The quantum correction to the energy of a Wigner crystal (3.4) comes from

the zero-point motion of plasmons in the first Brillouin zone (BZ) [82, 83]

EW _ /hw(k) dk (36)

N 87 2 VBZ

where Vgy = 2kpy = 27n is the volume of the first Brilloin zone. Finally, we

obtain the subleading term in the form of

E®
N = C(nag)**Ha (3.7)

with the constant equal to

Tl y T y —ix d_[[' _
C:/O SVAC(3) = 2Lig(e) — 2Lig(e=%) = = 0.50

In particular this means that the kinetic energy scales as (nag)*? with the

density.
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3.5 Static structure factor

k/k,

Fig. 3.2 Static structure factor for N = 20 and T = 102 Ha for different
densities. At the lowest density, we compare the PIMC result with a classical
Monte Carlo simulation (CLS). For densities n > 0.1ag ", we make a comparison
with the ground-state properties obtained by the DMC method (7" = 0). For
densities n > 1ag", we compare the PIMC results with the Ideal Fermi Gas.

In spite of the absence of real phase transitions in this 1D system one can
identify different regimes with well-known limiting cases. As we have shown in
Fig. 3.1, the energy shows a rich variety of behaviors as both the density and
temperature are changed. However, it is the study of the structural properties
which provides us a deeper understanding on the difference between regimes.
To this end, we use the PIMC method to calculate the density and tempera-
ture dependence of the static structure factor S(k). Its behavior at a constant
temperature (7' = 1072 Ha) and different densities is shown in Fig. 3.2. At
the lowest density n = 0.01 a, ", the quantum PIMC results are nearly indistin-
guishable of the classical S(k) obtained by the classical Monte Carlo method

(Boltzmann distribution) at the same density and temperature. Increasing more
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the density, the static structure factor shows clearly the emergence of a Bragg
peak at k/kp = 2 signaling the formation of a Wigner crystal in 1D [61]. At low
temperatures, the quantum degeneracy is reached and S(k) agrees with that of
a DMC estimation at 7" = 0 at the same density. Similarly to what happens at
zero temperature [77], increasing even more the density the system evolves to
an ideal Fermi gas. In Fig. 3.2, we also compare the PIMC result for S(k) at
n = lag' with the IFG S(k) at the same density and 7' = 0: the agreement

between both curves is excellent.

T T T T T T
10' ;
S(k) ; ]
" 7=10"Ha ;
100 BN 8 00050 0% 5 G oS N RN S e
10 E
PIMC |
T=10"Ha e DMC :
~—T'=10"Ha °© CLS | ]
10-2 1 N 1 N 1
0 2 4 6

k/k,

Fig. 3.3 A semilogarithmic plot of the static structure factor for N = 20 and
n = 1072 for different temperatures. At the lowest temperature we compare the
PIMC result with the DMC result of 7= 0. At high temperature, we compare
the PIMC result with a classical Monte Carlo simulation (CLS).

It is important to understand how the temperature affects the structural
properties, when the density is fixed and the temperature is progressively in-
creased. Figure 3.3 reports PIMC results obtained at low density, n = 103 ag .
At low temperatures, one identifies the characteristic Bragg peaks at k/kp = 21
with integer [. At the lowest considered temperature, 7' = 10~° Ha, we observe a

quantum crystal and S(k) is in nice agreement with the 7" = 0 result obtained by
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the DMC method. Increasing the temperature by a factor of ten, the presence
of Bragg peaks confirms the formation of a Wigner crystal while its structure
is very different from the quantum one, observed at 7" = 0. Importantly, we
find out that the correlations at 7' = 10~* Ha are the same as in a crystal with
electrons obeying Boltzmann statistics.

Once in the classical regime, by increasing the temperature the crystal melts
and becomes a gas. In Fig. 3.3, one can observe that PIMC and classical simu-
lations predict the same S(k) in a gas at temperature 7' = 1073 Ha. It becomes
clear from Figs. 3.2 and 3.3 that the transition between different regimes can be

induced by changing the density or the temperature.

3.6 Phase diagram

From the PIMC results for both energy and structure we establish the temperature-
density phase diagram of the 1D Coulomb wire. The phase diagram is reported
in Fig. 3.4 and constitutes the main result of this chapter. We identify three
different regimes: classical Coulomb gas, Wigner crystal and ideal Fermi gas,
where the last two regimes show a crossover from quantum to classical behavior.
The Wigner crystal is identified by calculating the ratio of the peak’s height of
S(k) at k/kp = 2 for two values of the number of particles (N = 20, 10). When
the height of the peak increases with IV, the system behaves as a Wigner crystal.
In Fig. 3.4, we use a contour plot to show that ratio in a grey scale, where black
color stands for large ratio and white for ratio equal to one. In the T-n plane,
the Wigner crystal phase shows a triangular shape, with the strongest signal
localized in the vertex of lowest density and temperature, delimited by transi-
tions to a Coulomb or an ideal Fermi gas. This quantum Wigner crystal is well
described by the zero-temperature theory, as we have shown in Figs. 3.2 and 3.3.
Increasing the temperature, one can see how the quantum crystal transforms into
a classical Wigner lattice. In both regimes, particles move around the lattice
points but these fluctuations are of quantum and thermal nature in quantum
and classic crystals, respectively. Starting from a high-temperature crystal and
by decreasing the temperature we see that the system becomes more ordered
and the height of the peaks increases. Indeed, at zero temperature the classical
system would always form a perfect crystal with no fluctuations. Instead, we see
that the height of the peaks stops growing when we decrease the temperature
down to the quantum-degeneracy regime. By lowering the temperature further
the system remains in the ground state. In fact, the classical crystal regime

is realized when the temperature is large compared to the height of the first
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Fig. 3.4 Temperature — density phase diagram. Long-dashed line, gas-Wigner
crystal crossover; dash-dotted line, locates the crossover between a quantum
Fermi gas and a classical thermal gas (Tr o n?); short-dashed line separates
the classical (CLS) and quantum (QNT) regimes within the Wigner crystal,

T  n*?; symbols connected with a thin line (guide to an eye), position of the

classical-quantum crossover estimated as Fiy;, = T'. Ideal Fermi gas and Wigner
crystal regimes for the considered number of particles are separated by n ~ 1.
Within the Wigner phase, the ratio of the peak value in S(k) for N = 20 and
N = 10 is shown with a contour plot (white color, no difference; black, large
difference).

Brillouin zone (Egy), Fgz < T. That can be estimated from the phonon spec-
trum (Eq. 3.5) at the border of the Brillouin zone, Epy = Eyn(kpz) = helkpzl,
with kgz = kr = mn. The speed of sound c is related to the chemical poten-
tial through the compressibility relation mc®> = ndu/ON. As u in the Wigner
crystal is linear in n, one can locate the transition from the quantum to the
classical Wigner crystal as T ~ n%? (short-dashed line in Fig. 3.4). When the
temperature is high enough, thermal fluctuations become large compared to the
potential energy of the Coulomb crystal and thus the Wigner crystal melts to
a classical Coulomb gas. As the energy of the Wigner crystal is linear with the
density (for a fixed number of particles N) (Eq. 3.2) this melting transition line
follows approximately the law 7" ~ n (dashed line in Fig. 3.4).
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Fig. 3.5 (Color online) Ratio of main peak height of S(k) at N = 10 and 20 as
a function of the density and for three different temperatures. At the lowest T,
the behavior is monotonously decreasing, from a Wigner crystal to a Fermi gas.
At the two higher temperatures, a double crossing gas-crystal-gas is observed.

By changing the density while keeping the temperature fixed to a very low
value, the system evolves from a Wigner crystal towards an ideal Fermi gas.
This evolution is driven by the different dependence of the potential and kinetic
energies on the density. The kinetic energy grows quadratically, Fy;,/N o n?
instead of the linear dependence of the potential energy, Fw o« nlnN. At
n &~ 1, we observe this transition both in energy and in the shape of the static
structure factor S(k). For temperatures smaller than 7' < 1072 Ha, we observe
two different transitions: at low densities an evolution from a thermal classical
gas to a Wigner crystal, and at n = 1 the melting of the crystal towards the
Fermi gas. This is clearly shown in Fig. 3.5, where we plot the ratio of peak
heights at three different temperatures and as a function of the density. When
T > 1072 Ha, the Wigner crystal is no more stable and the evolution with the
density is from a classical gas to an IFG for densities n > 1. On the other
hand, the finite-size dependence is very weak as it can be appreciated from the
logarithmic dependence of the Wigner crystal energy on N, (Eq. 3.2). Still, it

becomes important when the number of electrons is large. It is expected that the
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stability region of the Wigner crystal will increase with N both in density [77]
and in temperature.

The transition from the zero-temperature ideal Fermi gas to a classical gas
is governed by a single parameter, namely the ratio of the temperature and the
Fermi temperature, T'/Tr = T/[7?n?/2m]. When this ratio is much smaller than
one, the system stays in the ground-state of a quantum degenerate gas. When
this ratio is much larger than one, the energy approaches that of a Boltzmann
classical gas. In between, the system properties are that of a finite-temperature
quantum ideal Fermi gas. A special feature of the one-dimensional world is that
the stability of the quantum degenerate regime is greatly increased. Indeed, the
stability regime grows rapidly as the density is increased since T'/Tr oc n?. This
should be contrasted with 7/Tr o n in two dimensions and even weaker n?/?
dependence in three dimensions.

In a quantum wire of a finite width b, the effective one-dimensional interac-
tion still has a Coulomb long-range tail while the short-range part is no longer
divergent and is limited by the width of the wire, V.. o< €?/b [73, 74]. The
strictly one-dimensional model (Eq. 3.1) still remains applicable if the kinetic
energy is small compared to the maximum of the interaction potential V... The
system properties are the same if the temperature is not too high and the density
is not too large. Specifically, the restriction on the temperature is kpT < €*/b.
In a Wigner crystal, the kinetic energy is proportional to the energy of the zero-
point motion of plasmons EP*m°" = ('(na)3/? (Eq. 3.7), posing the restriction
on the density, nag < (ag/b)*/3. In an ideal Fermi gas, the Fermi energy Ep
should be small compared to Vi, leading to n < 1/y/agh . In typical experi-
ments with semiconductor quantum wires the thickness is b/ag = (0.1 — 1), so
that the major part of the phase diagram presented in Fig. 3.1 remains valid.
The situation is even better for experiments with carbon nanotubes placed on
SrTiO3 substrates[84], for which values of b/ay = 0.0001 can be reached.

Experimental results to compare with are mainly located in the Wigner crys-
tal domain. This phase has been observed at the following points: 7= 10"9Ha
,n=35-10"%ay"; [64] T = 1075 Ha, n = 0.001 ag* [65]; T = 5-107% Ha,
n = 0.002 ag' [68]; and T = 107> Ha, n = 0.001 ay* [69]. Only the latter one fits
inside our studied regime and agrees with the prediction of a crystal; the other
are deeper inside the Wigner crystal phase and presumably will be in agreement

with theory.
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3.7 Summary

Summarizing, in this chapter we have carried out a complete PIMC study of
the density-temperature phase diagram of a 1D quantum Coulomb wire. The
singularity of the Coulomb interaction at x = 0 allows us to solve the sign
problem and makes it possible to carry out an exact calculation of the electron
gas problem since we know a priori the exact position of the Fermi nodes. This
is clearly a special feature of the 1D environment which cannot be translated to
higher dimensions. There, in 2D and 3D, one can only access to approximate
solutions to the many-body problem which worsen when the the temperature is
not zero. Focusing our analysis on energetic and structural properties we have
been able to characterize the different regimes of the electron wire. In spite of the
lack of real phase transitions due to the strictly 1D character of the system, we
have been able to define different physical regimes, including the Wigner crystal
(classical and quantum), the classical Coulomb gas, and the universal ideal Fermi
gas. Two relevant features make this phase diagram specially interesting: the
large stability domain of the ideal Fermi gas and the double crossing gas-crystal-
gas with increasing density within a quite wide temperature window. Our results
are relevant to current and future experiments with electrons in a quantum wire

and to Coulomb ions in one-dimensional confinement.
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Luttinger parameter of

quasi-one-dimensional para-H>

In this chapter, we present the results of the ground-state properties of para-
hydrogen in one dimension and in quasi-one-dimensional configurations using
the path integral ground state Monte Carlo method. This method produces
zero-temperature exact results for a given interaction and geometry. The quasi-
one-dimensional setup has been implemented in two forms: the inner channel
inside a carbon nanotube preplated with Hy and a harmonic confinement of
variable strength. Our main result is the dependence of the Luttinger parameter
on the density within the stable regime. Going from one dimension to quasi-one
dimension, keeping the linear density constant, produces a systematic increase
of the Luttinger parameter. This increase is however not enough to reach the
superfluid regime and the system always remain in the quasi-crystal regime,

according to Luttinger liquid theory.

4.1 Introduction

The search for a superfluid phase in molecular para-hydrogen (p-Hs) started from
the theoretical proposal by Ginzburg and Sobyanin in 1972 [4]. They suggested
that p-Hs, with spin 1, should be superfluid under a transition temperature T’
that they estimated to be T\, ~ 6 K using ideal Bose gas theory. This rela-
tively high temperature, compared with the well-known transition temperature
in “He (Th(*He) = 2.17 K), was the result of the smaller mass of p-Hy. How-
ever, this estimation is too crude because the strong interactions between the
p-Hy molecules are simply ignored. Moreover, the transition temperature for

the ideal Bose gas increases with the density p as p?/? whereas it is known that
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in superfluid *He it slightly decreases with p. Later on, Apenko [85] proposed a
phenomenological theory similar to the Lindemann criterion for classical crystal
melting. He concluded that in p-Hy T)\ should vary between 1.1 and 1.2 K, de-
pending on the density. A recent PIMC simulation of p-Hs at low temperatures,
in which it was possible to frustrate the formation of the stable crystal, showed
that superfluidity appears at temperatures around 1 K [86].

Superfluidity in bulk hydrogen is not observed because it crystallizes in an
hep phase at a temperature T' = 13.8 K which is much higher than the estimated
transition temperature 7). The mean reason is that the intermolecular interac-
tion is around three times more attractive and the one between He atoms. This
enhanced attraction dominates over the positive effect produced by the smaller
mass of Hy respect to the *He one. There have been a number of supercooling
attempts to create a metastable liquid phase but even at T" ~ 9 K the liquid
phase freezes quickly into a crystal [87]. One of the a priori more interesting
options was to confine hydrogen in a porous media, like a vykor glass, with
pores in the nanometer scale. However, the lowest temperature at which the
system was detected to be liquid was T" ~ 8 K and so still far from the pursued
superfluid [88].

At present, the only experimental signatures of superfluid p-Hy come from
experiments with small doped clusters [5]. By measuring the rotational spectra
of the embedded molecule it was possible to determine the effective moment of
inertia of the cluster and thus the superfluid fraction. These experiments show
significant evidence of superfluidity in clusters made up of N < 18 molecules.
Larger clusters of up to N ~ 10* molecules down to a temperature 7" = 2 K
have recently been produced but with no signature of superfluidity due to this
still too high temperature [89]. Another way of frustrating the formation of
the crystal was the generation of continuous hydrogen filaments of macroscopic
dimensions, but again without signature of superfluidity [90].

On the theoretical side, the search for superfluidity in p-Hs has been intense
in the last decades. The well-known radial interaction between the molecules
and the progress achieved in quantum Monte Carlo methods have allowed for
accurate results in different geometries. To frustrate the crystal formation and
reduce the strength of the interactions it was proposed to work with a two-
dimensional geometry with some impurities arranged in a periodic lattice [91,
92]. First results obtained within this scheme found finite superfluid densities but
posterior simulations were not able to reproduce these signatures [93-95]. The
greatest effort was devoted to the study of small clusters, both pure [96-105]
and doped with impurities [106-108]. There is an overall consensus that p-H,
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becomes superfluid at temperatures smaller than 1-2 K and that the superfluid
fraction decreases fast with the number of molecules of the cluster. For N >
18 — 25 the superfluidity vanishes and solid-like structures are observed.

Recently, there has been interest in the study of p-Hs in quasi-one-dimensional
environments [109-111]. Again, the idea is to reduce dimensionality to soften
the intermolecular attraction. Quantum Monte Carlo calculations of hydrogen
adsorbed inside narrow pores of different size and nature have been performed
showing, in some cases, the existence of inner channels which behave as ef-
fectively one-dimensional systems. Interestingly, a recent ground-state quantum
Monte Carlo calculation [110] has shown that the inner channel of p-Hs adsorbed
inside a (10,10) armchair carbon nanotube is superfluid.

In this chapter, we study the one-dimensional character of narrow channels of
p-Hy and determine the Luttinger parameter [112-115] as a function of the linear
density. We have studied three different cases: a purely 1D array of molecules,
p-Hs inside a (10,10) carbon nanotube preplated with an incommensurate layer
of hydrogen, and p-H, confined harmonically to move in a channel of different
widths. Our results show that moving from 1D to quasi-1D reduces effectively
the interaction producing an increase of the Luttinger parameter. However, this
slight increment is not enough to arrive to the superfluid-like behavior within
Luttinger theory. The system breaks its homogeneity when crossing the spinodal
point and this is clearly before of getting superfluity, in contradiction with the
recent findings of Ref. [110].

4.2 Confinement potentials

We use the PIGS method, as explained in section 2.6, in order to study the
ground-state energy and structural properties of quasi-one-dimensional p-Hs.
We have used a Jastrow model with McMillan correlation factors, ¢, (R) =
[1;<; exp(—0.5(b/ri;)?), with b = 3.71 A. The Hamiltonian of the system is

BN N N
H==% Vi+> V() +> Ur), (4.1)
2m i3 i<j i=1

with V(r) the intermolecular interaction and U(r) the confining potential in the

quasi-1D simulations.
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Upon the condition of moderate pressures, it is justified to use a radial in-
teraction between p-Hy molecules because in the para state the Hy molecule is
spherically symmetric with a total angular momentum zero. We use the semi-
empirical Silvera-Goldman potential [116] which has been extensively used in
the past. When the system is not strictly 1D, we include an external poten-
tial U(r) which confines in the radial direction. In particular, for the quasi-1D
calculations we have worked on two cases. In a first one, we study the inner
channel inside a (10,10) carbon nanotube (NT) of radius R = 6.80 A preplated
with an incommensurate lattice of p-Hy of density o = 0.112 A% This configu-
ration coincides with the one obtained in Ref. [110] for the same nanotube. In
our case, we obtain the potential U(r) as a sum of the interaction that an Hs
molecule located at an r distance to the center would feel due to the C atoms of
the nanotube and the Hy molecules of the inert layer. At difference with other
approaches which used the potential inside the nanotube by direct integration
of the Lennard-Jones potential [117, 118], we include here explicitly the real
positions of the atoms and then summed up all to give the total interaction.
The C-H, potential is of Lennard-Jones type, with the same parameters than in
Ref. [109].

The second model to study the effects of departing from a strictly 1D geom-
etry is a harmonic potential U(r) = h?/(2mrj)(2? + y*), with ry a parameter
which controls the strength of the harmonic confinement (HC). A similar har-
monic model was used recently in a PIMC simulation [111]. Both potential
profiles are shown in Fig. 4.1. We adjusted the parameter ry in the HC case to
be close to the particle density profile of the NT case. By taking ro = 0.51A we
obtain in fact very similar density profiles, as shown in Fig. 4.2.

We used N = 30 in the major part of our simulations; partial runs with larger
number of particles were also performed but the results were not significantly
different, almost for the quantities of our interest. The time step was AT =

1073 K~! and convergence was achieved at imaginary times 7 ~ 0.25 K™,

4.3 Equation of state

The energy per particle as a function of the linear density p is shown in Fig. 4.3
for the three studied systems: 1D, (10,10) carbon nanotube (NT), and harmonic
confinement (HC). Coming back to the energy results, one can see that near
the equilibrium point the equations of state are rather similar (in the NT and
HC cases we have subtracted to the energy per particle the energy of a single

molecule in the same environment). The equilibrium densities pg for 1D, NT,
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Fig. 4.3 Energy per particle of p-Hy as a function of the density. The insert
shows the same values around the equilibrium density. Harmonic case with
o = 0.51 A

and HC are 0.218(2), 0.224(2), and 0.221(2) Afl, respectively (numbers within
parenthesis are the statistical errors). The possibility of movement in the radial
direction makes that the quasi-1D configuration equilibrates at a slightly larger
density with respect to the 1D limit. On the other hand, the spinodal point p;,
defined as the point where the speed of sound becomes zero, appears in quasi-
1D at densities statistically indistinguishable of the 1D limit, p, = 0.208 A
However, the most significant effect of opening the radial direction is produced
at large densities in which the growth of the energy with the density is clearly
steeper in 1D than in the NT and HC cases.

The results for equilibrium energy and spinodal point have been obtained by
fitting a polynomical function with the energy per particle data. The spinodal
point can be reached by searching the point when the speed of sound goes to

zero. The Luttinger parameter could theoretically be accessed in the same way,
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but it seems that the proximity of the spinodal point hinders its calculation at
densities below the equilibrium. We can recover better results for the Luttinger
parameter by extracting them from structural properties, such as the static

structure factor or the pair distribution function.

4.4 Static structure factor for different confine-

ments

In this section we present the results of the static structure factor obtained as
explained in section 2.5.4 for the three studied cases. For the quasi-1D cases,

the static structure factor is calculated along the z-direction of the system.
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Fig. 4.4 Static structure factor for one-dimensional Hy at different densities (in

A1),

In 1D systems with gapless excitation spectrum, (k) = hkc when k —

0, one can make use of the Luttinger liquid theory. This phenomenological
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theory predicts the large-distance (small momenta) of the distribution functions.
Within this model, the results are universal in terms of the Luttinger parameter
K. In a homogeneous system, like the one we are studying here, K is determined
by the Fermi velocity vp = hkg/m and the speed of sound through the relation
K = vg/c. In 1D, the Fermi momentum is kg = mp. The estimation of K for
different densities requires of a full many-body calculation since the speed of
sound depends strongly on the intermolecular interaction.

According to Luttinger theory [112-115], the pair distribution function in

one dimension behaves at large distances as

m@=1—§é%§+;;%%%$%?, (4.2)
that is a sum of oscillating terms modulated by a power-law decaying amplitude.
The exponents of the attenuation are only dependent on the Luttinger parameter
K, whereas the amplitudes A; of each term of the sum are determined within
the Luttinger theory. The oscillations in ¢g(z) (4.2) can produce divergences at
momentum values £ = 2lkp. This can be observed in the static structure factor
S(k) = (p(k)pt — k)), with p(k) = 3, exp(—ikz). In fact, the height of the [
peak in S(k) is given by

S(k = 2lky) = AN"PK (4.3)

which diverges with the number of particles N for values K < 1/(2[%). In
particular, the first peak diverges when K < 1/2. In Luttinger theory this
regime is termed quasicrystal for the resemblance to Bragg peaks in two and
three dimensions. However, a true crystal in 2D and 3D shows real Bragg peaks
in which the height of the peak increases linearly with N whereas in 1D this
only happens when asymptotically K — 0.

In Fig. 4.4, we report results for the static structure factor S(k) at different
densities. The limit of stability of the homogeneous phase, signaled by the
spinodal point py = 0.208 A_l, is clearly shown in the results. As one can
see, below the spinodal, and when k& — 0, the static structure factor shows an
anomalous behavior, the linear behavior is lost, and the signal of a divergence is
observed. Snapshots of configurations generated along the PIGS runs also show

this break of homogeneity.
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Fig. 4.5 Static structure factor for quasi-1D H, in the NT case at different
densities (in A~1).
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Results for S(k) along the z-direction in the quasi-1D NT case are shown in
Fig. 4.5. Above the spinodal point, the behavior of S(k) is very similar to the
purely 1D case shown in Fig. 4.4, with a clear linear phononic behavior when
k — 0. From this behavior we estimate the speed of sound and the Luttinger
parameter K.

A similar analysis has been carried out in the case of a quasi-1D system with
harmonic confinement HC. The PIGS results for S(k) are shown in Fig. 4.6 at
several densities. The observed behavior is quite close to the NT case since the
density profiles in both cases are very similar (Fig. 4.2), and one observes the

break of homogeneity at the spinodal point too.

4.5 Luttinger parameter as a function of den-

sity
From the low-k linear behavior of S(k) we can obtain the speed of sound ¢,
hk
Sk —0)=— 4.4
(k= 0)= 5, (14)

and, from it, the Luttinger parameter K. The dependence of K with the density
is shown in Fig. 4.7. For the 1D case it has a value ~ 0.3 at the equilibrium
density and decreases monotonically with p. The spinodal point is quite close
to pg and thus 1D p-Hs remains always in the quasicrystal regime.

The same can be done for the quasi-1D cases. Results of K as a function of
the density for the N'T case are also shown in Fig. 4.7. At equal linear density,
the K values in the NT configuration are systematically larger than in purely
1D due to the effective reduction of the intermolecular interaction produced by
the opening of radial movements. However, it still remains K < 1/2, i.e., in
the quasicrystal regime. When the density is lowered below the spinodal point
the system breaks its homogeneity. As in the previous analyzed 1D case, this
instability is clearly shown in the results of S(k) (Fig. 4.5). In spite of having
larger statistical noise than in 1D, due to the radial degree of freedom, one can
see as the linear k£ dependence at low k is lost and a tendency to divergence is
observed. For the HC case, there is a break of homogeneity at the spinodal point
and the results for K in this case are also very similar to the NT case. These
are also shown in Fig. 4.7; close to the equilibrium density K in HC is slightly
smaller than in N'T but then both results converge to common values when the

density grows.
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Fig. 4.7 Luttinger parameter K for the three systems under study as a function
of the density.

One can check that the Luttinger liquid theory applies to this quasi-1D
system by checking if the asymptotic behavior of the computed ¢(z) is well
reproduced by Eq. (4.2) using the K value obtained from the low & linear
behavior of S(k). As one can see in Fig. 4.8, the agreement with Luttinger
theory is excellent confirming our premises.

The quasi-1D results for the Luttinger parameter show an enhancement of its
value with respect the purely 1D geometry. An interesting question is to know if
this increase could be even larger if one releases slightly the radial confinement,
producing setups that depart more from the 1D constraint. We have explored
this possibility by tunning the strentgh 7y of the harmonic confinement HC.
In Fig. 4.9, we show results for S(k) for the HC model at a fixed density
p=0.22 A7 and varying the parameter 7_0 in the range 0.1-1.5 A. When the
Gaussian potential is narrow enough, 79 < 0.5 A, the static structure factor is

very similar to the 1D case, with a linear slope at low k and with a strength
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Fig. 4.8 Two-body distribution function for the N'T configuration at the equilib-
rium density. The red line is the PIGS result and the black one corresponds to
the asymptotic behavior predicted by Luttinhger theory (4.2) with K derived
from the low—k behavior of S(k).

of the peak decreasing slightly with ro. However, when o > 0.8A S(k) shows
an anomalous behavior, with a main peak located at very small k. This reflects
that the system breaks its homogeneity. In fact, we observe in snapshots of the
simulations as the system aggregates in clusters of larger density.

In Fig. 4.10, we show results for K within the HC model as a function of the
strength of the confinement ry. They are obtained at the same linear density
p=0.22 A=' and within the r, range in which the system is stable. We observe
a linear increase of K with 7 up to 79 ~ 1A and then it tends to decrease slowly.
At 1.3 AK = 0.35, a value which is significantly larger than in 1D at the same
density K = 0.25, but still below the threshold for reaching the quasi-superfluid

regime.
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4.6 Summary

By means of the path integral ground state Monte Carlo method we have studied
the ground-state (zero temperature) properties of 1D and quasi-1D p-H,. For
the quasi-1D case we have used two models: the inner channel inside a (10,10)
carbon nanotube preplated with Hy and a radial harmonic confinement with
variable strength. The calculation of the equations of state in the three cases has
allowed for an accurate determination of the equilibrium densities of the three
systems. As expected, pg increases slightly when radial direction opens because
the strong Hso-H, interaction is effectively reduced. The effect is however quite
small. The spinodal point of the three problems is indistinguishable within our
numerical resolution and remains very close to pg.

From the low-£ behavior of the static structure factor we estimate the speed
of sound, and from it, the Luttinger parameter K. In this way, we report results
for the evolution of K with the density. K decreases monotonically with p in all
cases. In all the density regime in which the system is stable, K < 1/2 and thus,
according to Luttinger theory p-Hs is a quasi-crystal. For a particular density,
we observe as K increases going from strictly 1D to quasi-1D but the effect is

not large enough to surpass the quasi-crystal threshold.
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Dynamic structure factor of 4He
across the normal-superfluid

transition

In this chapter we have carried out a microscopic study of the dynamic structure
factor of liquid *He across the normal-superfluid transition temperature using
the path integral Monte Carlo method. The ill-posed problem of the inverse
Laplace transform, from the imaginary-time intermediate scattering function to
the dynamic response, is tackled by stochastic optimization. Our results show
a quasi-particle peak and a small and broad multiphonon contribution. In spite
of the lack of strength in the collective peaks, we clearly identify the rapid drop-
ping of the roton peak amplitude when crossing the transition temperature T).
Other properties such as the static structure factor, static response, momentum
distribution, and one-phonon contribution to the response are also calculated
at different temperatures. The changes of the phonon-roton spectrum with the
temperature are also studied. An overall agreement with available experimental
data is achieved.

We have also carried out a study of the momentum distribution across the
normal-superfluid transition temperature. Our results in the superfluid regime
show that a kink is present in the range of momenta corresponding to the roton
excitation. This effect disappears when crossing the transition temperature to

the normal fluid, in a behavior currently unexplained by theory.
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5.1 Introduction

The most relevant information on the dynamics of a quantum liquid is contained
in the dynamic structure factor S(g,w), which is experimentally measured by
means of inelastic neutron scattering [119]. Probably, superfluid “He has been
the most deeply studied system from both theory and experiment and a great
deal of information about it is nowadays accessible [120]. For many years, liquid
4He was the only quantum fluid showing Bose-Einstein condensation and super-
fluidity until the discovery of the fully Bose-Einstein condensate in 1995 [6, 7].
Therefore, the number of measures of S(q,w) at different temperatures and mo-
mentum transfer has been continuously growing, with more refined data along
the years [121-126]. The emergence of strong quasi-particle peaks going down
the normal-superfluid transition ( 7, = 2.17 K) has been associated with the
superfluidity of the system by application of the Landau criterium. Much of the
interest on the dynamics of strongly-correlated liquid *He is then related to the
effects on the dynamics of this second-order A-transition.

In the limit of zero temperature, the richest and most accurate microscopic
description of the dynamic response of liquid “He has been achieved by pro-
gressively more sophisticated correlated basis function (CBF) theory [127]. The
development of this theory has been stimulated by the continuous improvement
of the experimental resolution in inelastic neutron scattering. Recently, Camp-
bell et al. [128] have incorporated three-body fluctuations in an extended CBF
approach and proved a remarkable improvement of both the excitation spectrum
and full S(q,w), with features not so clearly seen before and that are in nice
agreement with the most recent experimental data [129].

As we already know, the most accurate tools to deal with ground-state prop-
erties are the quantum Monte Carlo (QMC) methods (see section 2.1), which sim-
ulate quantum systems using imaginary-time dynamics since they are intended
for achieving the lowest-energy state. Therefore, having no access to real-time
evolution one looses the possibility of getting the dynamic structure factor by a
Fourier transform of the intermediate scattering function F(q,t), as it happens
in simulations of classical systems using Molecular Dynamics. Quantum simu-
lations are able to sample this time-dependent function but in imaginary time
7, F(q,7), and from it to get the dynamic response through an inverse Laplace
transform. But it is well known that this inverse transform is an ill-posed prob-
lem. This means, at the practical level, that the always finite statistical error of
QMC data makes impossible to find a unique solution for the dynamic structure

factor.
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Inverse problems in mathematical physics are a long-standing topic in which
elaborated regularization techniques have been specifically developed [130]. Fo-
cusing on the inversion of QMC data, to extract the dynamic response, sev-
eral methods have been proposed in the last years. Probably, the most used
approach is the Maximum Entropy (ME) method which incorporates some a
priori expected behavior through an entropic term [131]. This method works
quite well if the response is smooth but it is not able to reproduce responses
with well-defined peaks. In this respect, other methods have recently proved
to be more efficient than ME. For instance, the average spectrum method
(ASM) [132], the stochastic optimization method (SOM) [133], the method of
consistent constraints (MCC) [134], and the genetic inversion via falsification
of theories (GIFT) method [135] have been able to recover sharp features in
S(q,w) which ME smoothed out. All those methods are essentially stochastic
optimization methods using different strategies and constraints. It is also possi-
ble to work out the inverse problem without stochastic grounds [136] by using
the Moore-Penrose pseudoinverse and a Tikhonov regularization [137]. Other
approaches try to reduce the ill-conditioned character of this inverse problem by
changing the kernel from the Laplace transform to a Lorentz one [138]. Finally,
the computation of complex-time correlation functions has been recently real-
ized in simple problems and proved to be able to severely reduce the ill-nature
of the Laplace transform [136].

In our work, we use the PIMC method to estimate the dynamic response
of liquid “He in a range of temperatures covering the normal-superfluid transi-
tion at Ty = 2.17 K. The inversion method from imaginary time to energy is
carried out via the simulated annealing method, which is a well-known stochas-
tic multidimensional optimization method widely used in physics and engineer-
ing [139]. Our method is rather similar to the GIFT one [135] but changing
the genetic algorithm by simulated annealing. The GIFT method was applied
to the study of the dynamic response of liquid “He at zero temperature and
proved to work much better than ME, producing a rather sharp quasi-particle
peak and also some structure at large energies, corresponding to multiparticle
excitations [135]. The temperature dependence of S(q,w) has been much less
studied. Apart from a quantum-semiclassical estimation of the response at high
q [140], the only reported results where obtained by combining PIMC and the
ME method which worked well in the normal phase but not in the superfluid
part [141]. Therefore, the significant effect of the temperature on the dynamics
of the liquid through the A transition was lost. We show that the improvement

on the inversion method leads to a significantly better description of S(q,w) in
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all the temperature range studied, with reasonable agreement with experimental
data.

Apart from the effects on the dynamic structure factor, it is also interesting
the behavior of the momentum distribution of the *He atoms n(k), that is no-
tably different in the two sides of the transition with the change being mainly
in the limit of low momenta. First of all, in the superfluid regime, the presence
of a condensate gives rise to a sharp delta contribution at k = 0. Furthermore,
n(k) shows a singular 1/k behavior which can be explained in terms of a cou-
pling between the condensate and the long-wavelength excitations (phonons)
[142, 143]. On the other hand, the width of n(k) increases slightly with 7" by
a merely thermal effect. However, some theoretical calculations in the limit of
zero temperature point out that the shape of n(k) presents a change in the slope,
or a kink, at k ~ 2 A~! [144-146], i.e. in the regime of momenta in which the
dynamic structure factor displays a strong quasiparticle peak corresponding to
the roton. This tiny effect was not studied in previous calculations at finite
temperature [13]. It is therefore plausible to think that the kink in n(k) can
be related to the roton mode, in a similar way as the 1/k divergence at low
momenta is ascribed to phonons.

In this sense, a second aim of the work contained in this chapter is to in-
vestigate the relation between the presence of the kink in n(k) and that of
the roton-mode in S(k,w). Our results do show that, as the liquid enters the
normal phase, the kink is slowly smoothed out and the strength of the roton
mode vanishes, supporting thus the hypothesis that the kink in the momentum

distribution is a signal of the presence of the roton mode.

5.2 Simmulated annealing as a stochastic opti-

mization

We use the path integral Monte Carlo method, as explained in chapter 2, in order
to obtain results about static properties of “He at different temperatures crossing
the normal-superfluid transition. We are mainly interested in calculating the
intermediate scattering function F'(q,7) (section 2.5.5), from which we recover
the dynamic properties of the system.

The function F'(q, 7) is the Laplace transform of the dynamic structure factor

S(g,w) which satisfies the detailed balance condition,

S(q,—w) = e_BwS(q,w) , (5.1)
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relating the response for negative and positive energy transfers w. Taking into

account Eq. (5.1), one gets

Flgm)= [ do S(gw)(e +e=0). (5:2)
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Fig. 5.1 Intermediate scattering function computed for *He at saturated vapor
pressure (p = 0.021858 Af?’) and T'= 1.2 K, for different values of ¢.

The intermediate scattering function is periodic with 7, as it can be imme-
diately seen from Eq. (5.2): F(q,8 — 7) = F(q, 7). Therefore, it is necessary
to sample this function only up to /2 (half of the polymer representing each
particle in PIMC terminology). From the PIMC simulation, one samples F'(q, 7)
at the discrete points in which the action at temperature 7" is decomposed.

In Fig. 5.1, we show the characteristic behavior of F(q, 7) for three different
q values at T' = 1.2 K. These are monotonously decreasing functions ending at
a finite value at 7'/2 which approaches zero when 7" — 0. The initial point at

7 = 0 corresponds to the zero energy-weighted sum rule of the dynamic response,
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which in turn is the static structure factor at that specific ¢ value,

mo = S(q) = /_ O; dw S(q,w) . (5.3)

With the PIMC results for F(g,7), the next step is to find a reasonable model
for S(g,w) having always in mind the ill-conditioned nature of this goal. In our

scheme, we assume a step-wise function,

S, 0) = ; € O(w — w;) Owist —w) | (5.4)

with ©(x) the Heaviside step function, and &; and N, parameters of the model.
As our interest relies on the study of homogeneous translationally invariant
systems, the response functions depend only of the modulus ¢. Introducing
Sm(q,w) in Eq. (5.2), one obtains the corresponding model for the intermediate

scattering function,

N
Falgn) =3 & 2 (e (5.5)

1
b—T

Written in this way, the inverse problem is converted into a multivariate op-

+

(6*(5*7')% _ e(ﬁT)w¢+1)‘|

timization problem which tries to reproduce the PIMC data with the proposed
model, Eq. 5.5. To this end, we use the simulated annealing method which
relies on a thermodynamic equilibration procedure from high to low tempera-
ture according to a predefined template schedule. [139] The cost function to be

minimized is the quadratic dispersion,

Ny

lg) = Y 1F(@.7) = Fula ), (5.6)
with N, the number of points in which the PIMC estimation of the intermediate
scattering function is sampled. Eventually, one can also introduce as a denom-
inator of Eq. (5.6) the statistical errors coming from the PIMC simulations.
However, we have checked that this is not affecting so much the final result
since the size of the errors is rather independent of 7.

The optimization leading to S(q,w) is carried out over a number N, of in-
dependent PIMC calculations of F(g, 7). Typically, we work with a population

N; = 24 and for each one we perform a number N, = 100 of independent sim-
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Fig. 5.2 Dynamic structure factor at 7' = 1.2 K, saturated vapor pressure (SVP),

and ¢ = 0.76 A using different averaging methods. Inset shows same data but
using a log scale in the y-axis.

ulated annealing searches. The mean average of these N, optimizations is our
prediction for the dynamic response for a given F(q,7). We also register the
mean value of x? (Eq. 5.6) of the N, optimizations. As an example, the mean
value of x? in a simulation with data at 7= 1.2 Kand ¢ = 1.91 A= is 2.19-107?,
with minimum and maximum values of 2.37 - 1075 and 3.80 - 1074, respectively.
At this same temperature, N, = 41 and the number of points of the model
S(q,w) (Eq. 5.5) is Ny = 150.

With the outcome for the NN; series we have tried different alternatives to
get the final prediction. We can take just the statistical mean of the series
or a weighted mean, in which the weight of each function is the inverse of its
corresponding x?2, to give more relevance to the best-fitted models. Additionally,
we have also tried to make both of these estimations but selecting the 20%
best functions according to its x%. In Fig. 5.2, we plot the results obtained

following these different possibilities. All the results are quite similar, with
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minor differences; only at large energies we can observe that the weighted mean
gives slightly more structure (see inset in Fig. 5.2). Also, the effect of selecting

the best x? models seems to be not much relevant

5.3 Comparisons with the Maximum Entropy
method

Is interesting to compare our results obtained for the dynamic structure factor
at T'= 1.2 K and saturated vapor pressure (SVP) with previous results obtained
using the Maximum Entropy (ME) method [141]. This is done in Fig. 5.3. The
ME results are significantly broader, mainly at the lowest ¢ value, and with only
smooth features. This broadening is probably a result of the entropic prior used
in those estimations, which seems to favor smooth solutions. In the figure, we
can observe that the position of the ME peak is coincident with ours but the ME
solution lacks of any structure beyond the quasi-particle peak. In our estimation,
we do not use any prior information in the search of optimal reconstructions and
thus it is free from any a priori information except that the function is positive
definite for any energy. Moreover, the simulated annealing optimization leads
to dynamic responses that fulfil the energy-weighted sum rules mg and mq,
o R

my = [00 dw wS(q,w) = e (5.7)
without imposing them as constraints in the cost function (Eq. 5.6). Also, the
m_y sum-rule, related to the static response, is in agreement with experiment
(section 5.4).

As the intermediate scattering function F(q,7) used in both estimations
is different and used by different authors it could happen that the differences
observed in Fig. 5.3 were due more to the differences between the calculated
imaginary-time response than to the inversion method itself. To clarify this

point, we can perform two additional comparisons.
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Fig. 5.3 Comparison between the present results for the dynamic structure factor
and those obtained in Ref. [141] using the maximum entropy method for ¢ = 0.76
A-1(a) and 1.81 A=' (b). Both results are calculated at SVP and T = 1.2 K.
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Fig. 5.4 Comparison between the dynamic response obtained with ME and our
stochastic optimization method using intermediate scattering data from Ref.
[141].

In Fig. 5.4, we report results for S(q,w) at ¢ = 0.62 A~! using our imaginary-
time data and stochastic optimization. In the figure, we also show the dy-
namic response that we have obtained by applying our inversion method to the
imaginary-time data reported in Ref. [141]. Finally, the figure also shows the
ME results reported in Ref. [141] but for a slightly different ¢ value since results
for ¢ = 0.62 A~! are not given in that paper. As one can see, starting from their
published data and applying our method the results compare favorably with our
response S(q,w). Therefore, the different quality of the input data is so small
that no effect is observed.

In order to make a more clear comparison between both inversion methods we
show in Fig. 5.5 results for the dynamic response using our data for F'(q, 7). At
the same ¢ value than in Fig. 5.4, we report results obtainded with stochastic
optimization and using the ME method. The results are similar to the ones

shown in Fig. 5.4 and lead to the same conclusion, that is, the ME method
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generates smoother functions than our method. This conclusion is in agreement

with a similar analysis reported by Vitali et al. [135].
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Fig. 5.5 Comparison between the dynamic response obtained with ME and our
stochastic optimization method using our intermediate scattering data.

5.4 Comparisons with experiments

We have performed PIMC calculations of liquid *He following the SVP densities,
from 7" = 0.8 to 4 K. The interatomic potential is of Aziz type [147] and the
number of particles in the simulation box, under periodic boundary conditions,
is N = 64. In some cases we have used a larger number of particles (N = 128)
without observing any significant change in F'(q, 7). The number of convolution
terms M is large enough to eliminate any bias coming from the path discretiza-
tion; we used 7 = 0.0104 K.

We compare our result for the dynamic response in the superfluid phase
with experimental data from Ref. [121] in Fig. 5.6. The theoretical peak is
located around an energy which is very close to the experimental one but it is

still broader than in the experiment. However, the strength (area) of this peak
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Fig. 5.7 Dynamic structure factor at T'= 4.0 K and ¢ = 1.40 A7, The experi-
mental data is from Ref. [121].
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is in good agreement with the experimental one, as we will comment later. The
quasi-particle peak disappears in the normal phase, above T, as we can see in
Fig. 5.7. In this figure, we compare our results at 7' = 4 K with experimental
outcomes at the same T'. In this case, we see that both the position of the peak

and its shape is in an overall agreement with the experiment.

5.5 Dynamic structure factor in the momentum-

energy plane
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Fig. 5.8 Dynamic structure factor of liquid *He for ¢ = 0.88 A" at different
temperatures.

One of the main goals of our study has been the study of the effect of the
temperature on the dynamics of liquid “*He. In Fig. 5.8, we report results of
S(q,w) in a range of temperatures from 7" = 0.8 to 4 K in the phonon region of
the spectrum, with ¢ = 0.88 A~'. At this low ¢ value, the behavior with 7" is

not much different for the superfluid and normal phases, a feature which is also
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observed in neutron scattering data [120]. We observe a progressive broadening
of the peak with T" which appears already below T and continues above it. Even
at the highest temperature T' = 4 K, we identify a collective peak corresponding
to a sound excitation [120]. The main difference between both regimes is that
the quasi-particle energy below T) is nearly independent of T" whereas, in the

normal phase, this energy decreases in a monotonous way.
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Fig. 5.9 Dynamic structure factor of liquid *He for ¢ = 1.91 A" at different
temperatures.

Near the roton, the dependence of the dynamic response with 7' is signifi-
cantly different. In Fig. 5.9, we report results of S(q,w) at ¢ = 1.91 A~! at
different temperatures across T,. The most relevant feature is the drop of the
quasi-particle peak for 7" > T). In the superfluid phase, the peak remains sharp
with a nearly constant energy. Just crossing the transition (in our data for
T > 2.3 K), the peak disappears and only a broad response is observed, with
an energy that moves slightly down. According to the Landau criterium the

existence of a roton gap implies a critical velocity larger than zero and thus a
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superfluid phase. Our PIMC data is consistent with this picture since we observe
as the resulting superfluid density, derived from the winding number estimator,

goes to zero at T), in agreement with the disappearance of the roton excitation
in S(q,w).
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Fig. 5.10 Temperature dependence of the roton energy. The experimental points
and suggested fit are from Ref. [148] with A(0) = 8.62 K . In the fit, A* > A(T)
stands for an arbitrary energy value.

Our results for the temperature dependence of the roton energy A(T) are
shown in Fig. 5.10. For temperatures T' < 1.5 K, A(T) is practically constant
around a value 8.60 K, in agreement with experiment [148]. For larger temper-
atures, still in the superfluid part, this energy gap starts to decrease with the
largest change around the transition temperature. For temperatures 1" > 2.5 K,
the peak vanishes and A(7') flattens but then one really can not continue speak-
ing about the roton mode. In the same figure we report experimental results
for the roton energy in the superfluid phase. At same temperature, our results

agree well with the experimental ones which show some erratic behavior around
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T ~ 2 K but compatible with a decrease of the roton gap with 7. Still in the
same figure, we report the fit used in Ref. [148], that is based on the roton-
roton interaction derived from Landau and Khalatnikov theory [149]. This law
seems to be right only at the qualitative level, with significant deviation with

our results and still larger discrepancies with the experimental values.
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Fig. 5.11 Color map of the dynamic response in the momentum-energy plane at
different temperatures, below and upper 7).

The results obtained for S(¢,w) in the present calculation are summarized
in Fig. 5.11 as a color map in the momentum-energy plane. In the superfluid
phase, the phonon-roton curve is clearly observed, with the highest strength
of the quasi-particle peak located in the roton minimum, in agreement with
experiment. The multiparticle part above the single-mode peak is also observed

but without any particular structure. At T = 2 K the roton peak is still observed
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but some intensity starts to appear below it, At T'= 2.5 and 3 K, we still obtain
intensity in the roton but the peak, and in general, all the spectrum appears

much more diffuse.

5.6 Phonon-roton spectrum
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Fig. 5.12 Phonon-roton spectrum of liquid “He at different temperatures. The
line corresponds to experimental data at "= 1.2 K [150, 151]. Straight lines
at small ¢ stand for the low ¢ behavior, w = cq with ¢ the speed of sound, at
temperatures 7' = 0.8, 1.2, and 3.0 K (from larger to smaller slope).

The excitation energy of the collective mode is shown in Fig. 5.12 at different
temperatures. Our results at the lowest temperatures, 7' = 0.8 and 1.2 K, are
indistinguishable within the statistical errors and are in close agreement with
the inelastic neutron scattering data at T'= 1.2 K from Refs. [150, 151], except
at the end of the spectrum (Pitaevskii plateau). In fact, for ¢ > 2.5 A~! the
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Fig. 5.13 Static structure factor S(q) at different temperatures across T\. The
results have been shifted vertically a constant value to make its reading easier.
The dashed line stands for experimental data from Ref. [152]. Short horizontal
lines at ¢ = 0 correspond to the value (Eq. 5.8) obtained from PIMC.

dynamic response that we obtain from the reconstruction of the imaginary-time
intermediate scattering function is rather broad and one can not distinguish the
double peak structure observed in experiments. Also, notice that the energies
corresponding to ¢ < 0.5 A~' are not accessible in our simulations since our
minimum ¢p,;, value is restricted to be 2w /L, with L the length of the simulation
box. At T = 2 K, very close to the superfluid transition temperature, we observe
as the energies of the maxon and roton modes significantly decrease whereas the
phonon part is less changed. When the temperature is above the transition, we
can observe that the maximum of the peaks, now much broader, seem to collapse
again in a common curve around the maxon. Instead, in the roton it seems that
the energy could increase again at the largest temperature. This latter feature

is quite unexpected and could be a result of our difficulty in the localization of
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the maximum in a rather broad dynamic response. The overall description on
the evolution of the phonon-roton spectrum with 7" is in close agreement with
experimental data [120].

The static structure factor S(q) is the zero energy-weighted sum rule of the
dynamic response (Eq. 5.3). This function can be exactly calculated using the
PIMC method as it is the value of the imaginary-time intermediate scattering
function at 7 = 0. In Fig. 5.13, we show results of S(¢) for the range of analyzed
temperatures. The effect of the temperature on the position and height of the
main peak is quite small, in agreement with the x-ray experimental data from
Ref. [152]. We observe a small displacement of the peak to larger ¢ values and
a simultaneous decrease of the height when T increases. These effects can be
mainly associated to the decrease of the density along SVP when the temperature
grows. For values ¢ < 0.5 A~! we do not have available data due to the finite
size of our simulation box. Therefore, we can not reach the zero momentum
value which is related to the isothermal compressibility xr through the exact

relation

S(q=0) = pkpTxr , (5.8)

with kp the Boltzmann constant and p the density. The requirement of this
condition produces that S(q) starts to develop a minimum around ¢ ~ 0.5 A~!
when T increases. Our results also show this feature but for larger 7' (~ 3.6 K)

than in experiments (~ 3 K) due to our lack of data at low g¢.

5.7 Static response function and area below quasi-

particle peak

From the dynamic structure factor, we can calculate the static response function
X(q) since this is directly related to the 1/w sum rule through the relation
S(q,w)

x(q) = —2p [m dw = —2pm_; . (5.9)

The dominant contribution to the m_; sum rule is the quasi-particle peak and
thus it is less sensitive to the multi-phonon part [153]. In Fig. 5.14, we report
the results obtained for x(q) at temperatures 1.2, 2.0, and 2.5 K. We observe
that at low ¢ the effect of T is negligible but around the peak, ¢ ~ 2 A=, is really
large. In the superfluid regime, the height of the peak clearly increases with T,
a feature that has not been reported previously neither from theory nor from

experiment. At T = 2.5 K, in the normal phase, the main peak decreases again
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Fig. 5.14 Static response function at 7" = 1.2, 2.0, and 2.5 K. For comparison, we
also report zero-temperature QMC results [135] and experimental data obtained
at T'=1.2 K [150, 151].

in agreement with the absence of the roton. In the figure, we plot experimental
data [150, 151] at 7" = 1.2 K which is close to our result at low ¢ but with less
strength in the peak. Results from QMC at zero temperature from Ref. [135]
are in an overall agreement with ours at the lowest T, but somehow ours have a
slightly higher peak.

The dynamic response of liquid *He is usually written as the sum of two

terms,

S(q,w) = S1(q,w) + Sm(q,w) , (5.10)

where S1(q,w) stands for the sharp quasi-particle peak and Sy, (¢, w) includes
the contributions from scattering of more than one phonon (multiphonon part).
The intensity (area) below the sharp peak is the function Z(gq) which we report
in Fig. 5.15. Our results are compared with experimental data at 7' = 1.2 K

from Refs. [150, 151]. As we commented previously, our quasi-particle peaks are
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Fig. 5.15 One-phonon contribution to the dynamic response, Z(q), at different
temperatures. Experimental results at 7= 1.2 K from Refs. [150, 151].

less sharp than the experimental ones due to the uncertainties in the inversion
problem from imaginary time to energy. However, the area below the peak
is not so far from the experimental outcomes. Up to the maximum of the
peak, our results are compatible with the experimental function. However, our
data lead to a peak with less strength and after that, for larger momenta, our
results scatter significantly due to the difficulties in the determination of the
area below the peak. The uncertainties in the area estimation do not allow for
the observation of an enhancement of the peak’s height when T increases, as
reported in experiments [153].

5.8 Momentum distribution across )\ transition

In order to study the effects of the A\ transition on the momentum distribution,

we need first to compute the one-body density matrix as explained in section
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2.5.6. The results are shown in Fig. 5.16, sampled from non-diagonal configura-
tions along the simulation. As it is well known, there are significant differences
between results for p;(r) obtained below and above the critical temperature 7).
In the superfluid regime, T" < T}, the one-body density matrix shows a plateau
at large distances corresponding to the presence of a finite occupation of the
zero-momentum state. Instead, in the normal phase, T' > T), the one-body den-
sity matrix decays exponentially to zero pointing to the absence of off-diagonal

long range order in the system.
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Fig. 5.16 One-body density matrix of liquid *He at different temperatures at
saturated vapor pressure (SVP).

The momentum distribution n(k) can be obtained from the Fourier transform

of the one-body density matrix p;(r) as

(k) = ned(k) + p / & e (p1(r) — no) (5.11)

where p stands for the density of our system and ny = lim,_,, pi(r) is the
condensate fraction. Results of n(k) for a range of temperatures across Ty are
reported in Fig. 5.17, plotted as kn(k). Our data start at a k value compatible
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Fig. 5.17 The momentum distribution plotted as kn(k) at two different pressures
and temperatures. The insets show the same results but focused around k£ ~ 2
A=1. Top: Results at saturated vapor pressure (SVP). Bottom: Results at a
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with the finite size of the system, kyi, = 27/ L, with L the length of any side of
the cubic simulation box. Therefore, we are not able to show the £ — 0 behavior
of the momentum distribution.

When T increases we see a progressive broadening of the distribution due to
a classical thermal effect. However, in this evolution with 7" we can observe a
non-trivial effect that appears at intermediate k values, 1.5 < k < 2.5 A=1. As
we show in Fig. 5.17, and in particular in the inset, there is a kink of n(k) within
this k range for temperatures smaller than T}, i.e., in the superfluid regime. As
the temperature increases, and goes near the transition point, the kink becomes
smoother, and it completely disappears for 17" > T). We also notice that the
kink is a bit more pronounced at SVP, when the intensity of the roton peak
in the dynamic structure factor is larger (see Fig 5.18a). The location of this
kink around & ~ 2 A~! leads us to think that the kink can be related to the
characteristic momentum of the roton excitation. It is known that the roton
quasi-particle excitation is associated to the superfluidity of the system through
the Landau criterium. In the normal phase, the roton disappears (Fig. 5.9) as a
quasi-particle peak in the dynamic response S(k,w). Therefore, the connection
between this kink in n(k) and the roton excitation seems rather plausible.

In Fig. 5.18 (top panel), we show how the maximum height of the dynamic
structure factor slowly decreases in the superfluid phase as we increase the tem-
perature, until it experiences an abrupt drop once we enter the normal phase
and then it remains constant. This is an expected result since the quasi-particle
peak of the roton excitation disappears once we cross T\. Our data, reported
in the figure, also show that the strength of the roton peak is slightly reduced
when the pressure increases.

We can also look for the energy of the roton excitation, as well as the phonon
and maxon excitations, and see how they evolve with temperature (see Fig. 5.18,
bottom panel). In the superfluid phase, for the roton, the energy decreases as
we increase the temperature. At higher temperatures, in the normal phase, it
seems that the energy raises again, but one can not really speak about roton
mode anymore due to the substantial broadening of its peak. As a matter of
comparison, we report in Fig. 5.18 data obtained for the maxon and phonon
energies. For the maxon excitation, the behavior is similar to the one of the
roton, but in this case the strength of the peak when crossing T\ is not so
drastically reduced (Fig. 5.8). In the case of the phonon, the influence of the

temperature is much smaller than in the previous cases.
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Fig. 5.18 Top: Maximum height of the dynamic structure factor S(k,w) of
the roton (k ~ 1.91 A~') across the normal-superfluid phase transition. All
data are normalized by the maximum height at 7' = 0.8 K and SVP. Bottom:
Temperature dependence of the phonon (k ~ 0.43 A='), maxon (k ~ 1.24 A1)
and roton (k ~ 1.91 Afl) energy. Experimental results for the roton energy
from Ref. [148]. In both figures ki and wg are the momentum and the energy
of the roton, respectively.
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5.9 Summary

We have carried out PIMC calculations of liquid *He in a wide range of tempera-
tures across the normal-superfluid transition 7T to calculate the imaginary-time
intermediate scattering function F'(q, 7). From these functions one can in prin-
ciple access to the dynamic response S(q,w) through an inverse Laplace trans-
form. But this is an ill-conditioned problem that can not be solved to deal with a
unique solution. In recent works [135], it has been shown that the use of stochas-
tic optimization tools can produce results with a richer structure than previous
attempts relying on the maximum entropy method [131]. We have adopted here
the well-known simulated annealing technique to extract the dynamic response,
without any a priori bias in the search in order to get a result as unbiased as
possible. In spite of the lack of any constraint in the cost function, we have ver-
ified that the three lowest energy-weighted sum rules are satisfactorily satisfied
giving us some confidence on the reliability of our algorithm.

The results of the dynamic response are still not enough sharp in the quasi-
particle peaks of the superfluid phase but the position of the peaks and the
area below them are in nice agreement with experimental data. Interestingly,
our results show clearly the signature of the transition in the roton peak, whose
amplitude drops rapidly for 7' > T). The effect of the temperature on the
phonon-roton spectrum, static structure factor, and static response has been
also studied.

The difficulties of extending correlated perturbative approaches to finite 7'
have lead to a really unexplored dynamics of superfluid liquid *He, at least from
a microscopic approach. With the present work, which can be considered an
extension and improvement of a previous work based on the maximum entropy
method [141], we have shown that the combination of PIMC and stochastic
reconstruction is able to produce a satisfactory description of the quantum dy-
namics at finite temperature. We are also convinced that in the near future
we can improve even more the present results. In this respect, one of the more
promising avenues could be the estimation of complex-time correlation functions,
instead of the merely imaginary ones, which can reduce the ill-posed character
of the inversion problem due to its non-monotonic structure [136] (see chapter
6).

As for the study of the momentum distribution, our aim has been to deter-
mine the possible origin of the kink that n(k) shows at k values around the
roton momentum. This is not the first observation of this kink in theoretical

calculations since it was already obtained more that twenty years ago [144]. The
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location of the kink around the roton momentum led the idea of its relation with
the roton but without further analysis. Now, we have shown that this scenario
is more plausible because the kink vanishes when T} is crossed, mimicking the

behavior of the roton quasi-particle peak.
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Chapter

Sampling of complex-time

correlation functions

In this chapter we present results of the sampling of complex-time correlation
functions in multi-particle systems. The used method relies on the Path Integral
Ground State (PIGS) formalism, but taking into consideration the time as a
complex variable instead of as an imaginary one with a phase § that acts as an
adjustable parameter. This method already proved to produce good results for
one-dimensional systems composed of only one particle [136]. The main goal of
this approach is to be able to obtain better results for the dynamic structure
factor S(¢,w) in multi-particle systems by reducing the ill-posed character of

the inversion problem.

6.1 Introduction

As explained in the previous chapter, quantum Monte Carlo (QMC) methods
simulate systems using imaginary-time dynamics. Therefore, we have no direct
access to real-time evolution and thus we are not able to get the dynamic struc-
ture factor directly by a Fourier transform. Usually, this problem is solved by
computing the intermediate scattering factor in imaginary time F'(q, 7) and per-
forming a numerical inversion of the Laplace transform, which gives us access
to the dynamic structure factor. However, the ill-posed nature of this inversion
makes difficult to recover a unique and well-defined solution. As we have shown
in the previous chapter, the results obtained by these inversions provide a satis-
factory description of the quantum dynamics at finite temperature, but fail to
obtain a good description of high-energy contributions. In order to get more

accurate results from quantum Monte Carlo data, it is necessary to develop new
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estimators for the quantum correlation functions. This can be done by changing
the kernel from the Laplace transform to a Lorentz one [138].

Recently, a work by Rota et al. [136] proposed the the estimation of complex-
time correlation functions for the ground state using QMC methods in order to
obtain a description of the dynamic structure factor. At finite temperature, the
term exp(—BH) with 8 = 1/T can be considered as an evolution operator in
imaginary time, as explained in previous chapters (2.1). Thus, by rewriting
imaginary-time correlation functions in complex time we can access to real-time
correlation functions [154, 155]. These correlation functions in complex time
can be calculated using the path-integral formalism [18] and estimated via QMC
calculations [156]. Using this approach one can obtain significant improvements
in the spectral functions over results obtained from imaginary-time correlation
functions [157-164].

Despite the notion of complex time does not have a direct physical meaning
at zero temperature, we can extend this formalism to the calculation of ground-
state correlation functions. An adjustable parameter ¢ is introduced, which acts
as a phase of a the complex time, t. = |t.Je®. For § = m/2 our complex
time will be fully imaginary, while for 6 = 0 it will be fully real. However,
as one goes from 0 = 7/2 to 6 = 0, the statistical errors become large, thus
forcing us to use an optimal value of § from which the estimated correlation
functions present relevant information on the real dynamics of the system while
maintaining moderate statistical errors. Also, the statistical error becomes larger
by increasing [t.|, thus the calculations are also only reliable up to a certain
value of the complex time. This makes using high-order approximations for the
quantum propagator extremely important [38]. However, Rota et al. proved
that the Chin action (section 2.3.1) presents some problems in the estimation
of complex-time correlation functions [136] due the chance of a positive term
inside an exponential becoming exceedingly large. In their case, they used the
propagator introduced by Zillich et al. [165], that proved to be suitable for this
complex-time evolution.

Following the work of Rota et al. [136], we extend the calculation of complex-
time correlation functions for the ground state to systems with more than one
particle and with interparticle interactions. We want to analyze if the same
methodology can be used in interacting systems, and if the statistical errors are
controllable, within a value of 9, when the number of particles in the system

increases.
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6.2 Formalism

The general expression for a complex-time ¢, = t,,e”* correlation function at

zero temperature is
Cap(te) = (Tole™ /" A= BTy | (6.1)

where H is the Hamiltonian, ¥, is the ground state wave-function and Aand B
are time-independent quantum operators corresponding to measurable observ-
ables. As we are mainly interested in the recovery of the dynamic structure
factor, our complex-time correlation function of interest is the density-density

correlation function.

S(q,tc) _ <\I/0|€itCH/hﬁq€7itCH/hpA,q|\I’0> : (62)

where p, = SN

1=

1 e’ is the density-fluctuation operator as appears in equation
2.86. We can improve equation 6.2 in order to make it suitable for computer

simulations:

S(a.t) = [ dRydRye" 5 (Wl Ruy) (Rutlpge ™" p-g | Ro) (Rol W)~ (63)

= N [ ARoAR\ Wi (Rar)pg(Rar)G(Ro, Rags te)p-o(Ro)Wo(Ro)

where N is a normalization constant, and G(Ry, Rys;t.) = <RM‘€_itcﬁ‘R0>
is the propagator from a configuration Ry to R); in a complex time ¢.. In the
general case, G(Ry, Ry;t.) only becomes real and positive when § = 7/2, mean-
ing t. is purely imaginary-time. This means that we can not use G(Ry, Ry; t.)
as a probability distribution for the sampling of our PIGS coordinates as it is
usually done. However, we can sample the configurations Ry and Rj; normally
using standard imaginary-time PIGS method, and then calculate S(q,t.) by
estimating the quantity p,(Ra)G(Ro, Ra;te)p—q(Ro).

In general, the exact form for the Green’s function G(Ry, Ryy; t..) is unknown.
Being able to construct accurate approximations in the limit of small time t,, =
|te|, we can estimate it for larger values of ¢,, using path-integral formalism
and rewriting G(Ry, Ry;t.) as a convolution of M propagators of shorter time
Te =tc/M,

M
G(Ro, Rusit.) = / dR, .. .dRy 1 || G(Ra. R 1i7.) . (6.4)
a=1
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Following this approach, we need to sample all the configurations Ry, Ry, ... Ry 1,
meaning that we need to build paths between the configurations Ry and Ry,
obtained via standard PIGS method. In order to sample these paths, we can
use importance sampling using a certain probability pyamn(Ro, Ry, ... Ras). The
simplest option for this implementation is to make use of M free propagators

with time-step 7, resulting in

M
ppath(-ROu Rlu s RM) - H Gfree(-Rcw Rafl; TS) ) (65)
a=1
where
R,— R, )’
Gfree<Ra7 Rafl; Ts) = (477—)\7—3)dN/2 €xXp <_< 4)\ 1) ) ) (66)
Ts

is the Green’s function of the free propagator, with N is the number of particles,
d is the dimensionality of the system, and A\ = h?/2m.

In general, this method for sampling the configurations R, Rs,... Ry
works well for quantum systems interacting with a smooth potential. In these
cases, the variance for the complex-time estimators (Eq. 6.1) is reduced when
the imaginary time of the free propagator 7y is similar to the modulus of the
kinetic propagator in complex time |7.| = 7,,,. Another option for the sampling
of the paths is to use the staging algorithm (section 2.4.1), whose probability

distribution follows

m dN/2 m
ppath(ROa Rl, A RM) = <7) exp ( (RM — R0)2> X

2nt M, T

M=2 , dN/2 m
« - « Ra o * 2) 67
><0£[1 (27rh27's) eXp< 2ﬁ273< n—-Re)7), (67)

: _ M—« * _ Ry+Roa(M—a—1)
with m, =my—% and R}, = Sy .

With ppan(Ro, Ry, ... Ry), the expression for the estimator of the density-

density correlation becomes

]VI, G(R R ,1’7')
S(at) =N [ ARy dRupy(Ruy). 2= ZE ey (Ry) x
(q ) 0 MPQ( M)ppath<R(],R1,-..RM)p q( 0)
X \I[(](RM)ppath(ROu R17 . RM)\I’(](R(]) . (68)

The normalization factor N'* can be estimated considering that, for g = 0, the

density-density correlation is S(0,t.) = (Vo|Wy) = 1. Therefore, we can define
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the value VoG ( )
H —1UA RauRafl;Tc

Ous(Ry.. Ry) = =2 , 6.9

A(Ro ) Ppatn(Ro, Ry, ... Ryy) (6.9)

where G 4(R,, R,_1;7.) is an approximation for the complex-time propagator.

Using this, we can write equation 6.8 as

PaOa(Ro ... Rur)p—q)

_
S(q,t.) = (OA(Ry ... Ry))

(6.10)

In order to further simplify this equation to get an expression suited to be im-
plemented in a simulation, we need to choose an approximation for G(Ry, Ry 1; Te).
As happens for a standard PIMC scheme, the exact correlation function will be
obtainable by increasing the number of convolution terms M. However, every
propagator introduces an oscillating phase term, meaning that with a large value
of M the increase in statistical noise is significant. As was commented in previ-
ous sections (2.3), it is important to use good approximations in order to keep
the number of convolution terms M at minimum and yet recover the converged
correlation function.

The simplest approximation applicable is the primitive approximation, as
appeared in section 2.3, that in this case is factorized as eiteH ~ eiteKeiteV  With
this approximation, the complex-time propagator is written as

. _ (Ra B Ra—1)2
GPA(Rom Roz—h Tc) = eXp < 4)\2.7_6 X

comp (i L) )

(6.11)

As commented before, in this case the variance of the complex-time estima-
tors will be reduced when 7, = t,,/M ~ 74sin(J). As happens in the standard
PIMC scheme, the Primitive Approximation is easy to implement but requires a
large number of convolution terms in order to converge to the exact result. How-
ever, using high-order approximations with double commutator terms could not
be convenient in this case, as explained by Rota [136], since for a certain value
of ¢, the double commutator term could appear with a positive sign, producing
largely increasing amplitudes and making the results unreliable.

Still, we could use high-order approximations without the double commuta-
tor term. In this sense, we can use linear combinations of different symplectic
expansions, as presented by Zillich et al. [165]. Some of the coefficients of such
linear combination are negative, which present a drawback when used in a con-

ventional PIMC scheme, since the approximation of the imaginary-time propa-
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gator will not be positive definite. However, this does not represent a problem
here, since the complex propagator is used as an estimator instead of a probabil-
ity distribution. These combinations are constructed from a basis second-order
propagator

Gpa(R., Ry_1;7.) = e~V 2=l gV /2 (6.12)

from which are derived combinations of higher-order propagators. In our case,

we will use fourth-order
1 4 o Te
GolRas Ra-1i7) = = 5Gra(Ra Raci) + 5Gha (RusRaii s ) (613)
and sixth-order propagators,

1 4 T,
GG(Rom Ra—l; Tc) - EGPA(ROH Ra—l; Tc) - §G?DA <Ron Ra—l; 5)
64

4_5G;13A <Rom Ra—l; E) . (614)

* 4

Once we have obtained data for the density-density correlation function, we
can recover the dynamic structure factor S(g,w) by inverting the integral trans-

form
S(g.t.) = / dw e ™S (q,w) , (6.15)

as done by Rota et al. [136] for one-particle systems. Both S(g,t.) and S(q,w)
are evaluated over a finite set of complex times (.); and frequencies w; respec-

tively. We can equation 6.15 as a linear equation
y= Az, (6.16)

where y represents the data from the density-density correlation function S(q, t.),
x is the data for the dynamic structure factor S(gq,w) that we aim to obtain, and
A is a matrix defined from the kernel of the integral transform from equation

6.15. The best least-squares solution to equation 6.16 is
v =AT(AATY 1y | (6.17)

that works well for well-posed problems. As happened in chapter 5, we are facing
an ill-posed problem due to the statistical noise of the S(q,t.), unavoidable for
any QMC calculation, being uncontrollably magnified in the inversion process,

and thus not recovering acceptable results for S(q,w).
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In order to solve that, we introduce a well-conditioned linear operator C|,
depending on a regularization parameter a > 0 that approaches AT(AAT)"!
in the limit of @ — 0. The solution of the original problem will then be x =
lim, 0 Cyy. In this case, we have chose the Tikhonov regularization [137], with
the form

Co = AT(AAT + 1a*)7h (6.18)

where [ is the identity matrix. Also, since the physical solution must verify
x; > 0 since S(q,w) > 0, we introduce this requirement explicitly as a diagonal
matrix ¢ = Diag(qi,...,qn), where each ¢; is a factor restricted to 0 or 1.

Finally, the solution can be written as
r=QAT(AQAT + Ia*) 'y, (6.19)

and satisfies z; = 0 if ¢; = 0 and y = Az, irrespective of Q.

6.3 Results for a model one-particle system

We applied the formalism introduced in the previous section to the simple case
of a single particle in a one-dimensional harmonic potential. For this case, the

exact result for the density-density correlation function is known [166],

S (q,t.) = exp[% (et —1)] (6.20)

In order to apply the formalism explained in the previous section, we proceed
as follows: we perform a standard PIGS simulation and we make sure to reach
the ground state through thermalization. Then, we abilitate the sampling move-
ments of the worm algorithm, choosing the only particle of the system as the
worm, to move the system to the ensamble G. Once the system is in off-diagonal
configurations, we forbid the movements to return to the ensamble Z. While
in off-diagonal configurations, we construct the paths following equation 6.7 by
using the chosen complex time propagator. These paths are only reconstructed
to compute the density-density correlation function (Eq. 6.8), and are not taken
into account in the movement proposals of the PIGS algorithm. That means
that we need to reconstruct the paths each time we perform a calculation, and
differents paths need to be constructed for different number of beads M and
values of ¢,,.

By having the exact result we can test the correctness of our results, as well

as the maximum time ¢,, we can reach. This calculation was also done by Rota
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et al. [136], and it showed that the Primitive Approximation is only accurate at
short times. They also performed a calculation using the Chin Approximation
that, despite behaving better than the Primitive Approximation, still falls short
in recovering high time correlations when compared with the Zillich sixth-order

expansion (Eq. 6.14).
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Fig. 6.1 Real (top) and imaginary (bottom) parts of the S(g, t.) results for one
particle in a one-dimensional harmonic potential as a function of ¢,,, for a value
of g = 1.5 and 0 = 7/9. The solid line stands for the exact result from equation
6.20. The results are calculated with different number of beads M of the Zillich
sixth-order expansion (Eq. 6.14)
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Fig. 6.2 Real (top) and imaginary (bottom) parts of the S(q,t.) results for one
particle in a one-dimensional harmonic potential as a function of ¢,,, for a value
of ¢ = 1.5 and 6 = 7/9. The solid line stands for the exact result from equation
6.20. The results are calculated with different number of beads M, and they are
put together by selecting the best results for a certain time interval

In figure 6.1 we show the results obtained for ¢ = 1.5 and 6 = 7/9, as well
as the exact value obtained via equation 6.20. The results are computed using
different numbers of beads M. A higher value of M means a longer path to be

sampled following equation 6.7, so this will yield an increased variance over all
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the time range when compared with results with less beads. However, increasing
the value of M is necessary in order to achieve results closer to the exact values.
This can be seen clearly at t,, > 4 in the figure 6.20, where the results with
M = 1 clearly diverge from the exact result despite having less variance. In
the end, this increased variance can be reduced by running a longer simulation.
However, as can be seen, reaching the exact result at high times ¢,, > 6 its
difficult, and will require a higher number of beads.

In equation 6.2 we have put all the results together in order to obtain a
single result for the density-density correlation function to be able to perform
the inversion. At lower time t,, we choose the results for small number of beads,
since they have lower variance. As can be seen, at t,, ~ 2 the results for M =1
diverge from the results at higher M. From this value of ¢,, up we choose the

results for M = 2, and so on.

6.4 Results for a model multi-particle interact-
ing system

In the previous section we have shown the results obtained for a single particle in
a one-dimensional potential. The goal of this section is to extrapolate the same
formalism to many-particle interacting systems, and to see if the maximum time
t,, we can reach with a reasonable number of beads M decreases significantly
when increasing the number of particles. In this sense, we have chosen a one-
dimensional system of particles interacting via a harmonic potential.

We need to apply some changes in the PIGS algorithm in order to work with
more than one particle. As the reconstruction needs to be made at the ground
state ¥y, we need to open all the polymers as if all of them are the worm. We
proceed as for one-particle system, by first reaching the ground state and then
opening all the polymers. Then, we proceed to the sampling of the system and
performing estimations after a certain number of steps.

However, a problem arises in this system when opening all the polymers.
Since we are not under periodic boundary conditions, both halfs of the opened
polymers can drift away from each other since, when proposing a staging move-
ment, they only feel the presence of the beads of the same index from other
particles. This can result in having two drops far away from each other, each
composed by the same-numbered halfs of the particles. In order to avoid this, we
introduce an external harmonic potential applied to each bead as v/2(XN | 74.4)?,

with v being a parameter. For v = 1/N we can perform a change of variable



6.4 Results for a model multi-particle interacting system | 111

in order to uncouple the oscillators, allowing us to recover the exact energy and

density-density correlation function.
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Fig. 6.3 Real (top) and imaginary (bottom) parts of the S(g,t.) results for a
system with N = 3 interacting particles as a function of ¢,,, for a value of
g = 1.5 and § = 7/9. The solid line stands for the exact result computed
numerically. The results are calculated with different number of beads M of the
Zillich fourth-order expansion (Eq. 6.13)



112 | Sampling of complex-time correlation functions

It is important to note that the path constructions can be done between any
pair of particles, and in fact one must take into account all the possible pairs
when computing equation 6.10. The number of pairs increases with the number
of particles N as N!, making it unpractical with systems with a high number
of particles. To solve this, we perform calculations with N = 3 and N = 4
taking into account all the pairs, and by choosing only N pairs randomly. The
results are strictly the same, despite taking into account all the pairs yields less
variance for the sole fact that we accumulate more statistics.

Another important fact of the path construction is that equation 6.7 does
not take into account the other paths, meaning that some paths may fall pretty
close or far from each other. Taking all that into account, we performed calcula-
tions using sixth-order Zillich action for the density-density correlation function.
However, we found some unexpected behaviour in the function obtained, as for
a certain phase ¢ and number of beads M we found a divergence in a certain
time t,,. As this divergence dissappears when increasing M, we supect it could
arise from the term Gpa(R,, R,_1;7.) in equation 6.14 being too inaccurate.
To avoid this divergence, we switch the used propagator to equation 6.13, which
is a fourth-order approximation.

In figure 6.3 we show the result with different number of beads for a system
composed by N = 3 particles. We can see clearly how the variance has increased
when comparing this results with the ones obtained at the same angle 6 = /9
for one particle (Figure 6.1). For low number of beads we recover the expected
theoretical result at low time scale. On the other hand, results with the highest
value of M show large variance at low time-scales while it decreases at high
tm. We can expect to recover the exact value, given a higher number of beads
and long enough simulation time. In the figure 6.4 we can see the results for
the different number of beads put together, as with the one-dimensional case.
Despite having a large degree of variance overall the time range, the obtained

results become acceptable by running longer simulations.
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Fig. 6.4 Real (top) and imaginary (bottom) parts of the S(g,t.) results for a
system with N = 3 interacting particles as a function of ¢,,, for a value of
g = 1.5 and § = w/9. The solid line stands for the exact result computed
numerically. The results are calculated with different number of beads M, and
they are put together by selecting the best results for a certain time interval
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Fig. 6.5 Real (top) and imaginary (bottom) parts of the S(q,t.) results for a
system with N = 4 interacting particles as a function of ¢,,, for a value of
g = 1.5 and § = 7/9. The solid line stands for the exact result computed
numerically. The results are calculated with different number of beads M, and
they are put together by selecting the best results for a certain time interval

We do the same for N = 4 particles. In figure 6.5 we show the results for
different number of beads. Both results for N = 3 and N = 4 are obtained
with the same number of sampling steps, but when comparing figure 6.4 and 6.5

we can see how the results obtained for N = 4 are in less accordance with the
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theoretical ones than the results for N = 3. Also, we can see how we have more
difficulties recovering the imaginary part of the complex time density-density
correlation function. Despite the results being improved by longer simulation
times or a higher number of beads, the cost of the simulation step increases with
the number of particles and beads, meaning that with a number of particles
closer to the typical PIMC simulation (i.e. N = 64) it could become extremely

demanding to recover results good enough to perform the inversion.
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Fig. 6.6 Dynamic structure factor S(gq,w) for a system with N = 3 interacting
particles at ¢ = 1.5. The impulse red lines correspond to the exact value, while
the others correspond to the results derived from QMC via the inversion method
explained above, for different values of §

In figure 6.6 we show the exact results for the dynamic structure factor S(q, w)
for N = 3 particles with the ones obtained using the inversion method explained
in section 6.2 for different values of 0. The exact results are plotted with vertical

lines as the exact value is defined by a set of delta functions.
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For one-particle systems, the work by Rota et al. [136] proved that reducing
the value of the phase § provided with results closer to the exact values. In our
case, the same seems to apply since for low values of § we recover results for high
transition lines that are not recovered at higher values. However, the precision
of such results is not as good as for the one-particle systems, probably because

the density-density correlation function has higher variance.
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Fig. 6.7 Dynamic structure factor S(q,w) for a system with N = 4 interacting
particles at ¢ = 1.5. The impulse red lines correspond to the exact value, while
the others correspond to the results derived from QMC via the inversion method
explained above, for different values of ¢

The same can be done by N = 4, as shown in figure 6.7. In this case we see
more clearly how the results at a high value of d, mainly 6 = 90° and 6 = 45°
provide a poor approximation to the exact value, since the inversion for these
phases only recovers the initial delta at w = 0, and then a value with high
variance between 1 and 2. For § = 30° and § = 20° we obtain the value at

w = 1 with good enough precision. We may fail to recover some of the high-
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transition deltas, but we achieved some results at high values of w that go with

good accordance with the exact values of S(¢ = 1.5,w).
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Fig. 6.8 Real (top) and imaginary (bottom) parts of the S(q,t.) results for a
system with N = 10 interacting particles as a function of ¢,,, for a value of
g = 1.5 and § = 7/6. The results are calculated with different number of beads
M, and they are put together by selecting the best results for a certain time
interval
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It is clear that using the information provided by the complex-time correla-
tion function improves the dynamic structure function obtained via inversion,
despite the ill-posed nature of the problem. With this concluded, as our final
objective is to extend this formalism to real systems such as *He, we need to
check if by increasing the number of particles by a great number the noise of
the density-density correlation function still holds acceptable values. He have
performed calculations of the density-density correlation function for a system
with N = 10 particles, as shown in the figure 6.8. The time window has been
reduced tu t,, = 2, since for higher times the variance of the results increases
drastically. For the time window chosen, the results behave with an acceptable
variance. Apart for the computational cost increasing intrinsically with the num-
ber of particles, for N = 10 we needed to perform a longer simulation run in
order to reduce the variance of the chosen time interval.

In the end, applying this method for obtaining the dynamic structure factor
to real systems with a larger number of particles seems feasible, despite the
computation time needed to be large in order to reduce the variance to a values

acceptable enough in order to perform the inversion.

6.5 Summary

We have extended the calculation of complex-time correlation functions, specifi-
cally the density-density correlation function, previously studied in the work of
Rota et al. [136] to multi-particle systems interacting with an harmonic potential.
The results obtained for the density-density correlation function in complex time
show a higher variance that the ones obtained for one-particle systems, but still
are in a good enough accordance with the exact values. By solving the inversion
problem, we obtain the dynamic structure factor for such systems, that clearly
benefits for the parameter 9, thus obtaining better results for a low value of 9,
near the pure real time, as happens for the one-particle system. The results for
the density-density correlation function for a higher number of particles show
that, despite the cost of the sampling rising, it is possible to obtain good results
within a certain time window.

In further works we intend to apply the used method to real systems such as
4He, in order to improve the currently obtained results for the dynamic structure

factor using pure imaginary-time correlation functions.
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Conclusions

Along this Thesis, we have performed numerical simulations on relevant quantum
fluids using the Path Integral Monte Carlo method (PIMC) at finite temperature,
as well as Path Integral Ground State method (PIGS) when dealing with systems
at zero temperature. The exact results provided by the PIMC method are
of great relevance, as well as its adaptability that allows us to use the same
code within different systems by only performing some minor changes in the
Hamiltonian.

All the results obtained in the calculations where obtained using the Chin
action as our approximation for the thermal density matrix. We have studied
other possible actions that, in principle, could provide us with faster convergence
to the exact result. However, in the end, the Chin action proved to be superior
in almost all the cases. We also presented a parallelization scheme for the PIMC
method. Despite the PIMC proposals of movement not having any N? loop,
where N is the number of particles, we established a procedure to obtain some
speed gain in the calculation. This gain is strongly tied to the number of particles
and length of the polymer chains, thus being important when dealing with low
temperature systems since the number of beads needed in a PIMC scheme greatly
increases when lowering the temperature. However, as the PIGS method usually
requires a reasonable number of beads, it cannot obtain any substantial gain from
this parallelization scheme.

Finally, as an outlook, we report the main conclusions of each chapter.
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Phase diagram of a one-dimensional Coulomb

gas

In Chapter 3 we have carried out a complete PIMC study of the density-temperature
phase diagram of a 1D quantum Coulomb wire. The singularity of the Coulomb
interaction at x = 0 allows us to solve the sign problem and makes it possible to
carry out an exact calculation of the electron gas problem since we know a priori
the exact position of the Fermi nodes. This is clearly a special feature of the
1D environment which cannot be translated to higher dimensions. There, in 2D
and 3D, one can only access to approximate solutions to the many-body problem
which worsen when the the temperature is not zero. Focusing our analysis on
energetic and structural properties we have been able to characterize the differ-
ent regimes of the electron wire. In spite of the lack of real phase transitions
due to the strictly 1D character of the system, we have been able to define differ-
ent physical regimes, including the Wigner crystal (classical and quantum), the
classical Coulomb gas, and the universal ideal Fermi gas. Two relevant features
make this phase diagram specially interesting: the large stability domain of the
ideal Fermi gas and the double crossing gas-crystal-gas with increasing density
within a quite wide temperature window. Our results are relevant to current
and future experiments with electrons in a quantum wire and to Coulomb ions

in one-dimensional confinement.

Luttinger parameter of quasi-one-dimensional para-
H,

In Chapter 4, we have studied the ground-state (zero temperature) properties
of 1D and quasi-1D p-Hy by means of the path integral ground state Monte
Carlo method. For the quasi-1D case we have used two models: the inner chan-
nel inside a (10,10) carbon nanotube preplated with Hy and a radial harmonic
confinement with variable strength. The calculation of the equations of state
in the three cases has allowed for an accurate determination of the equilibrium
densities of the three systems. As expected, py increases slightly when radial
direction opens because the strong Ho-H, interaction is effectively reduced. The
effect is however quite small. The spinodal point of the three problems is indis-
tinguishable within our numerical resolution and remains very close to py.
From the low-£ behavior of the static structure factor we estimate the speed

of sound, and from it, the Luttinger parameter K. In this way, we report results



| 121

for the evolution of K with the density. K decreases monotonically with p in all
cases. In all the density regime in which the system is stable, K’ < 1/2 and thus,
according to Luttinger theory p-H, is a quasi-crystal. For a particular density,
we observe as K increases going from strictly 1D to quasi-1D but the effect is

not large enough to surpass the quasi-crystal threshold.

Dynamic structure factor of *He across the normal-

superfluid transition

In Chapter 5, we have carried out PIMC calculations of liquid “He in a wide
range of temperatures across the normal-superfluid transition T} to calculate the
imaginary-time intermediate scattering function F'(¢, 7). From these functions
one can in principle access to the dynamic response S(¢,w) through an inverse
Laplace transform. But this is an ill-conditioned problem that can not be solved
to deal with a unique solution. In recent works [135], it has been shown that the
use of stochastic optimization tools can produce results with a richer structure
than previous attempts relying on the maximum entropy method [131]. We
have adopted here the well-known simulated annealing technique to extract the
dynamic response, without any a priori bias in the search in order to get a result
as unbiased as possible. In spite of the lack of any constraint in the cost function,
we have verified that the three lowest energy-weighted sum rules are satisfactorily
satisfied giving us some confidence on the reliability of our algorithm.

The results of the dynamic response are still not enough sharp in the quasi-
particle peaks of the superfluid phase but the position of the peaks and the
area below them are in nice agreement with experimental data. Interestingly,
our results show clearly the signature of the transition in the roton peak, whose
amplitude drops rapidly for T > T). The effect of the temperature on the
phonon-roton spectrum, static structure factor, and static response has been
also studied.

The difficulties of extending correlated perturbative approaches to finite T'
have lead to a really unexplored dynamics of superfluid liquid *He, at least from
a microscopic approach. With the present work, which can be considered an
extension and improvement of a previous work based on the maximum entropy
method [141], we have shown that the combination of PIMC and stochastic
reconstruction is able to produce a satisfactory description of the quantum dy-
namics at finite temperature. We are also convinced that in the near future

we can improve even more the present results. In this respect, one of the more
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promising avenues could be the estimation of complex-time correlation functions,
instead of the merely imaginary ones, which can reduce the ill-posed character
of the inversion problem due to its non-monotonic structure [136] (see chapter
6).

As for the study of the momentum distribution, our aim has been to deter-
mine the possible origin of the kink that n(k) shows at k values around the
roton momentum. This is not the first observation of this kink in theoretical
calculations since it was already obtained more that twenty years ago [144]. The
location of the kink around the roton momentum led the idea of its relation with
the roton but without further analysis. Now, we have shown that this scenario
is more plausible because the kink vanishes when T) is crossed, mimicking the

behavior of the roton quasi-particle peak.

Sampling of complex-time correlation functions

In Chapter 6 we have extended the calculation of complex-time correlation func-
tions, specifically the density-density correlation function, previously studied
in the work of Rota et al. [136] to multi-particle systems interacting with an
harmonic potential. The results obtained for the density-density correlation
function in complex time show a higher variance that the ones obtained for
one-particle systems, but still are in a good enough accordance with the exact
values. By solving the inversion problem, we obtain the dynamic structure fac-
tor for such systems, that clearly benefits for the parameter §, thus obtaining
better results for a low value of §, near the pure real time, as happens for the
one-particle system. The results for the density-density correlation function for
a higher number of particles show that, despite the cost of the sampling rising,
it is possible to obtain good results within a certain time window.

In further works we intend to apply the used method to real systems such as
“He, in order to improve the currently obtained results for the dynamic structure

factor using pure imaginary-time correlation functions.



|
Appendix A

Staging algorithm for the Chin

action

In this appendix, we provide a detailed description of the staging algorithm (sec-
tion 2.4.1) for its implementation with the Chin action (section 2.3.1). Actually,
this description works for every propagator with different time steps, as is the
case of symplectic expansions.

We want to construct a path corresponding to free action between two fixed
points r; o and 7; ,,,, with 7 being the particle where we are performing the staging.
We will refer to m + 1 as the length of the staging, and the number of beads
moved will be m — 1.

The free action for this segment 7;¢...7;,, is given by

“ 2
Pfree = €XP | — Z Cj (ri,j - Ti,j—l) ) (A]')
j=1

where ¢; will be different for each Chin Action stage, as

1
C; =
J 4)\th '

with ¢; being ?; or 2¢, as can be seen in equation 2.32.
We want the staging transformation to yield a formula for our reconstruction

path as

m—1
Pstaging = C(Ti,o, ’ri,m) eXp | — Z q; [’rz‘,j - (aj”“z‘,j—l + bj”“z‘,m)]Q ) (A-3)
j=1
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where C(r;0,7:m) is a constant factor which only depends on the initial and
final coordinates. This constant is not important in our implementation of the
staging algorithm for Chin, since the boundaries of the staging r; ¢ and r; ,,, are
constants.

The problem now is to know the relations between the new parameters
{¢j,a;,b;} and the original ones {c;}. The first ones only have a finite value
for values of j = {1...m — 1}, so ¢, = a,, = b,, = 0. Knowing this, we can

begin computing the unknown coefficients of j =m — 1:

Cm1(Tim—1 — ’l°z‘,m72)2 + o (Tim — Ti,m71>2 =

2
"“z‘,m—1(’3m—1 + Cm) — 201" m—1Tim—2

2 2
=20 TimTim—1t Cm-1T} o + CmTi

and

2
Q-1 [Tim—1 — (@m-1Tim—2 + bp1Tim)]” =
2
Q-1 |Tim—1 — 20m-1Tim—1Tim—2 + 2010175 m—2Tim

—2by 1T 1T+ a72n—1"°z‘2,m—2 + b?n—llr.zz,m}
By equaling the terms with 7;,,_1, we obtain:

Ti,mfl(cm + Cmfl) - 2CWLT'Z',WL - 2cmflri,mf2 -

Tim—1Gm—1 — 2¢m-100—1Tim — 2qm—10m—1Tim—2 ,

that yields an expression for our staging coefficients:

Qm-1 = Cm—1 + Cny

Cm—1
A1 = A4
' qm—1 ( )
bmfl - Cm
qm—1

As can be observed, the terms without 7;,,_; appear in the previous expres-

sions, being

2 2
Cm—1Tjm—2 T CmTi
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and

2 2 2 2
Im—1 |20m-10pm1Tim—2Tim + Gy 177 o + bmq"“i,m} :

We must carry over this terms when we repeat this procedure at a lower value of

7. Is not needed to carry over the terms with only 'rﬁm dependence, since they

only lead to a final constant value at 7 = 1.

We do the same for j =m — 2:

Cm—2(Tim—2 — Ti,m73>2 = Cm72(ri27m_2 + Tim_g — 2T m—oTim—3) -

When adding the remaining terms of the first term, this results in:
(Cm—2 + Cmfl)rim_g + Cm72<lr'i27m_3 — 2T m—2Tim-3)
For the staging expression:

2
Gm—2 [Tim—2 — (@m—2Tim—3 + bm_aTim)]” =
2
Gm—2 [Tim_g — 2027 m—2Tim—3 + 20 —2bm 2T m—3Tim

2 .2 2 .2
—2bm—2Tim—2Tim + Uy oTi g + bm—QTi,m:| 3

and we must add the remaining terms of the first part, that are:

2 2 2 2
2qm—1am—1bm—17°i,m—2”“i,m + Am—10p, 1T m—2 + QM—lbm—lri,m :

Therefore:

2
dm—2 = Cm—2 + Cp—1 — Am—1Qp, 1

. Cm—2
Amp—2 =
qm—2
b _ Gm—10m—1bm 1
m—2 —

qm—2

[terating, one arrives to the general recursive relations:

o 2
qj = Cj T Cjt1 — Q1544
G
qj
b — qj+10j110j41 + Cp0jm—1
=
qj

(lj:

(A.5)
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with starting conditions as before
Gm = Qm = by =0

and the recursive relations go from j =m —1to j = 1.

(A7)
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Virial estimator for the energy

using the Chin action

The virial estimator can be computed from

Ey d 1
N <ﬁ AT 2 2 s ) (s = ot

a=1i=1

S5 (res— 1) 2 (R (B.1)

a=1i=1 arc”

1 X OU(R,)
JrNMaz::1 or >

2N6

where

Ro) = 7% (DV (i) + 0 (anis) + 0V i) + 2V Oen)) (B2)

1<)

N
a a
Fortu Y (51 Fual? + (1= 200) [Funl? + o1 [ Fu + 5 | Fun?)
i=1

is the potential part of the action and

o 1 M—-1
Tai = 5071 2 (Patii + Ta-1,i)
The 4th term is the same that arises from the potential computed via ther-

modynamic estimator.

1 X oU(R, 1
7 O;l (,57_ ) = N (VMN + 67'2U0/\WMN)
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From the 3rd term two terms arises, one from the potential and another from

the gradient (or double commutator).

E(3)

N a e

0

8'ra k

2N5
N
(7’ > ( 5 V(raij) + 02V (ranj) +v1V(ras,ij) L0 V(Ta+1 U))

i<j

2 S (B IR (L 20) P+ | Fu % Fus ))

i=1

We will solve this derivatives ignoring the bead index «a, so a simplified

expression will look like

E(3) 1 N P N , N )
— = — — Viry)+2 A F;
N = NG Z(m ™) Z (ry) + 2ru0A 3 ||
For the fist of these terms:
E(3 1) s N 9 N | N N N
—-r V(ri;) = — ) V.V (ry
N kgl(k k)arkg j 2};;;(;@ $) ViV (i)
J#i
1 NN . .
= —M§ Zzl Z ( -7 ) VZV<T'ZJ) + (T'j — ’I"j ) Vj V(T’Z'j)
75 V(T’ji)
1 N N
= —M§ ZZ [(ri = v8) ViV (1) + (r; = 7§) Y,V ()] (B.3)
=17
;,e
1 N N o 1 o
J#
For the second term:
E‘(/?%?) 27_3u0)\ N o N 7_2u0)\ N N o

o RN _2: AN 12
N v kzl(m ) e 2 VFF = Tr 22 (ne— ) 5 IR
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We decompose this expression for d coordinates of the system, knowing that
F* = Sl (R

BY? rugh LG L e O(F)3

Tk_rk; a

v EEEL U g
QTQUO)\

=1 j=1
J#i J#i
_ i 0 ((Tz‘j)b 5V(Tza)>
S0 \ iy Ory
J#i
where we used r;; = _ (ri;)? to simplify. Further computations lead to:

G(E)b N aV(T‘Z]) (’3 (Tij)b (Tij)b (’3 aV(TU)
B.4
]Z 87“2‘]‘ (’9(rk)“ rij * Tij (’9(rk)“ 87“2‘]‘ ( )
i# A

O(rij)®* Or;j

i 9(rij) Orij
_ i 6\/(7“2]) (a(rkj);'rij - a(rkj)a (Tij>b) I 62V(7’Z-j) (Tij)b 0rij

o ori; rizj 87“% rij O(ry)e
JFI =
Y (i, j, k)Y
with
™y =
ij
oryj _ (ri)) =
8(7’k)a Tij
0 i £ k#]
o =k
8 Tiq
8<Tk)a a
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Since k can only take values equal to ¢ or j, the tensor T falls to tensor 7"

Y (i, i) = T(i,5),

a

J
N . ND
T(Z7.77.7)a - _T<Z7.])

a

T(i,5)s = T(j,0);

a

Where T'(i, 5)b is

(i, j) = [Q _ (ry) (’f’z’j)a] dV(ri;) | (ry)"(rij)a &V (1)

B.5
Tij r dri; r2 dry; (B.5)

Thus, the expression for this term ends as:

a=1b=1i=1 j=1
' Jﬁéi T(5,9)5
27_2u0)\ d d N N
i 2 2 2 (=) TG (F - Fy, (B.6)
a=1b=11i=1j=1
J#i

In order to ease the resulting equation, one can write some terms similar to
the equations 2.55 and 2.57.

T M N 1
Tify = 23 (5 (Patvas = o) (Fas = an)
a=11=1
1
+t— (PMyadi — Tari) (Taai — TaB,i) (B.7)
1
1

+— (’I“M+aB,i - ”“aB,i) (TaB,z‘ - 7°a+1,z‘)>
2t

M N

v
T]\‘ZN = Z Z <§1(ra,i — 7o) Foi +02(Tani — Toi) Foni (B.8)

a=1i=1

v
+ v1(TaBi — Toi)Fapi + 51(7“@+1,z‘ — To,i)Fa+1,i>
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= X D333 (G~ ) Tk P = gl
gt

+(1 - 2(11)(7“0“471' - TO,i)aT(aAa iaj)Z(FaA,i - FaA,j)b
(B.9)

+a1(rap; — 10,)"T (B, iaj)Z(FaB,i — FoBjh

a .
F 5 art = o) (@ + L)) Fasrs = Fari o)

So, we can write the virial estimator as:

1

— = T, + =T
N 25 TN (12)\M72 A R
+27%upA\Y sy + Varw + 67%uo AW ) (B.10)

Ky d 1 1 1
S 25 " NM (12>\M72T1‘fN + 5+ 27 oA Wi + YMN)) (B.11)

The potential part of the energy is the same as the one computed via the ther-
modynamic estimator 2.63.
Vv 1

N = NM (VMN +472U0>\WMN) (B12)
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Derivation of estimators for the

pressure using the Chin action

Thermodynamic estimator

The pressure can be derived from the partition function.

_ 107
- BZOV

In order to do so, we need to introduce the rescaled coordinates R =

(C.1)

R,,/V'? where d is the dimension of the system. The partition function follows
the equation 2.53, while the action follows 2.54.
In order to the calculate the partial derivative of the volume, we need to

introduce the rescaled coordinates.

0  Xor., 0 1 )

9 _ _ b, 9 C.2
oV BV Oro, dv,;r F 0T (©2)

k=1

So, calculating the equation C.1, we find:

3dMN aN M

0Z _ 3NM—1 <L> =1y 2y 950
ov SNV 4T 23t / (-)=2 oV
3NM 0So
= 7 — .
Vv oV (C:3)

Now, we derive the three terms of the action .Sy.
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ass) o (1 L1, N2
av :W E;QZI (E ('ra,i—raA,i) V2 +)
_LVQ/d—li§<l( ok )2+ > (C.4)
= Dod 22 \3 Toi — TaAi .
1 XX
= 2V 2;(5 (Tai = Tans) + )

The second term is quite similar from the one obtained for the virial estimator

of the energy B.3.

a§§> 0 (T% > (2V(ras) + )) - S iii (%WM N )

i<j a=1

oy | V (i) + T oV (1) | +
= = | Tai Tayi To,j Taij
2dV/ a=11i=1j=1 2 0 'R ! " 6731,]- "
| #1 —_—
7 78"@,1"/(7404,1‘3')
M N N
T v 0
= — Z Z Z (raﬂ' - 'r'a’ ) —V<TC|{,Z' ) —+ ) (C5)
24V a=11i=1 j=1 ( 2 ’ 0 Qi !
J#i
M N N
~ 2d 222 (Era’ijf‘l’ij +varanijfaaij + 0iTasiijfanij + Eraﬂ,z'jfaﬂ,zj)
a=11i=1 j=1
J#i

with foij = Or, .V (7a,;)- In this case we make use of (r;V;V (1) + 7, V;V (1)) =
(r; —r;) V;V(r;) in order to avoid using absolute coordinates r; since they are
ill-defined. Remember that in the virial estimator of the energy (Appendix B)
we use (r;V,;V(ri;) +7;V,;V(ri;)) = 2r;V,;V(r;;) since the position in that case
is corrected by the center of mass.

The last term is the harder one.

sy o < s LY )
— 9 (93, (—|FM| n ) (C.6)
v = oV 225
27’3U0)\ M N N( 6|FM|2 )
— rOé J +
av a;lz:zlkgl ’ a’rak

We decompose the module of the force in the coordinates \Fa,i\Q = zg:1 2

a,i,a



) d d (F 2 d d
'r'aka |Fozz erozk b erak
1b=1 a=1b=1

Tak a= (Toz,k

In this expression, the value of 8(Fa;))a = Y(a,i,j, k)" is the same that ap-
pears for the virial estimator in expression B.4.
Again, k can only take values of ¢ and j since the others combinations are

equal to zero.

= 2Td§°A >33 Y 2 ((raa) Tl i ) Fas)s = (rag) Tlevs i, j)o(Fai)y + )

ZZZZZ(TIM Ta,j aT(“a%]) (Fa,z')b—l—...)

a=1b=1a=11i= 1j=
J

Again, knowing that T'(i, j) = T'(j, 1), we arrange the expression as r;7'(i, j) F;—
r;T(i, j)F; = ri;T(i,7)F; in order to express it in terms of relative distances. It’s,
again, different from the virial estimator of energy in equation B.6, where we
arrange them as r,7°(4, j) F; — ;T (i, j) F; = v, T (1, 5)(F; — F}).

So finally, the final expression for the thermodynamic estimator of the pres-

sure using Chin action is.

3N 1 1 9, 1 1 2
TV 2dAMT2V azllzl [tl Tai — TaA,z) + 7 (’l“aA,z — ’raBz) + 2%, ('raBZ 'ra+17l) ]
1 M NN g o
- Z ZZ ra,i’fa,i’ + UZTQA,i’faA,i‘ + vl’rOéB,i‘faB,z" —+ _rOé-l-l,i‘fa—l—l,i‘]
J#
47200\ d M N N

33 Y Y3 |G rn) Tl e o (©3)

+(1— 2a1)(raA,ij)aT(OéA7 (2 j)l;(FaAJ)b
o a a ..
tay (TaB,ij)aT(aB7 i j)Z(FaB,i)b + 51(7‘@_,_172‘]‘) T(Oé + 17 Z)])Z(Fa-l-l,i)b
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with T'(«, 1, 7) as shown at equation B.5 and (Fii)s = 1% e 0V (Tais)-

Virial estimator

For the virial estimator for the pressure we follow the same procedure as with
the energy. First, we define P 141, which is the pressure corresponding to the
time-slices Ry, ..., Rp1 (with 1 < L < 3M, since we have three times more

beads than with other estimators).

NL M & 10 &
Prawn =35 = 2ANG2V — Z(R — Ban)” - Bov Z (CS)

where R, are the positions of the a-bead of the N particles, and U(R,) =

TNV (rag) + 27 A XY | Fo
We can simplify equation C.9 by writing

NL 2 1 0
T e 1
L L+1 <V6 v 66Vu> (C.10)
with
L
Z 4)\7'2M
L

=2V

m=

- Rm+1)2

We now can recover the expression for this o derived for the virial estimator

of energy.
dN(L —1 1
o= <25 ) Doz (B = Brw) (Row — Ry)
1 & u
m=2 m

Now we substitute the expression above in C.10.
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/NL N(L-1) M
P = <v5 “Tve oo

1 & 0 10
+—= D (Ra— Ri) 5 . ——u>

R, - Ryy1) (R — R)

dVE =, OR, GOV

N M
= <V—ﬂ + m (R, — Rp+1) (Rr41 — Ry)

1 & ou 1 & ou
tavg 2B = R)gp- - gyp 2 Re 8Ra>

N M 1 & ou
- <V—B T ongy (B~ Ruv) (Bon = B =775 2 Ry 6Ra>

Now we have to arrange the two last terms. We will begin with PI(QL) R

1 & ou 1 & OU(R,)
PP = — SR = — R o
LL+1 dVﬁa;l 'OR,  dVBZ="" OR.,
J 0
-— SR V(ras) + 27%uA S | Fal
dvﬁ; 3R T; Tayj) + 27%Ug ;I }

We solve separately

0
ZZTleara (Tais) =

k=11<j

and
N N d N N b
0 : O(Fa,)
rip=— |Foil” = (T1,%) ——2(Fu.i)e
S St - L S A
d N
=23 > (1) T, i, ) (Fai)s
gt
so we find
L d N

alz]l

PR, = Z Z 7145 Faij + 47 o) Z (1) T (a4, 5)2(Fag)s (C.12)
1a=11i=1
b=1 1
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For Pl(lL) 41 we simply average over the L slices so we find:

M L
1(,1L)+1 = VL > (Rysa1 — Rursa) (Ryia — Ra) (C.13)

a=1
Finally, as with the virial estimator for the energy, we set L = 3M (since
we are using Chin action) and change the reference slice from R; to RS =

ﬁ [Zf;ol R, . ;+ ZJ-_:LOJ’ ! Rmﬂ} to find the virial estimator for pressure.

Pvzr a—1,0 o) ai — Ta
vV * 6dA3?V ;o;(”“ Li = PMtai) (TM i = Tai)
1 M N U1 ¢ C c (e
C2dVM ;; 5" ijfais T varqaii o +virep i fapi + §TG+17ijfa+lvij
4T2u0)\ M N N a; " o
T AdVM ZZZ Z E(Tacw) T(a72’j)Z(Fa’7i)b (C.14)

(1= 2a1)(r g i) T (@A, i, )0 (Fani)e

o a . o
+a1<TgB,ij)aT<aB7 i, J)o(Fap)s + é(racﬂ,ij) T(a+1,4,5)%(Fat1,)s
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