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Abstract

This thesis will address the problem of carrying out electronic structure calculations
on quasi-2D systems, focusing on the use of quantum Monte Carlo methods and
using the quasi-2D electron gas as a test system.

Two techniques aimed at improving the accuracy of these simulations will be

proposed and tested:

e the use of a modified periodic Coulomb interaction to reduce finite-size errors.
It will be shown that the modified interaction does not reduce the finite-size
errors; this failure will be analysed and explained. However, it is significantly

faster than the conventional interaction, and is therefore recommended.

e the application of classical plasmon theory to improve the quality of trial wave
functions. A new, intuitive approach to the connection between plasmons and
the electronic wave function based on physical arguments will be presented.
The predictions for the general form of the wave function in inhomogeneous
materials agree with previous results obtained by other methods. In addition,
the new approach makes clear the role of classical plasmon normal modes; an
analysis of these modes in the case of the quasi-2D electron gas leads directly

to an improved wave function for this system.

Finally, a new calculation of the surface energy of the electron gas will be pre-

sented.
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Chapter 1

Introduction

In recent decades, the use of computer simulation as a tool complementary to tra-
ditional experiment has become widely accepted. In many situations, ‘real-life’
experiments are currently beyond our capabilities; in others, the difficulty of the
experiments means that the results are open to interpretation.

One area in which simulations have become ubiquitous is electronic structure.
Here, the most widely-used computational tool is density-functional theory (DFT);
an indication of the significance and impact of this method is the decision to award
the 1998 Nobel Prize for Chemistry to its creator, Walter Kohn. Electronic structure
is also the category into which this thesis falls, although the focus is not on DFT
but on another technique: quantum Monte Carlo (QMC) simulation.

While DFT has become hugely popular, and has relatively low computational
cost, it is not regarded as the most accurate tool available. For many systems, the
benchmark against which other techniques are judged is QMC, and in particular,
the version of QMC known as diffusion Monte Carlo (DMC). In fact, DMC results
are used to model the function at the heart of DFT calculations: the exchange-
correlation potential.

QMC calculations are computationally expensive, and despite efforts to devise
faster, more efficient algorithms, will never be able to match DFT in this regard.
Their relevance comes from the need for greater accuracy than can be provided by

other techniques.

17



CHAPTER 1. INTRODUCTION

To attain this high level of accuracy, great care needs to be taken in order to
eliminate known sources of error. One source of error is the fixed-node approxima-
tion, introduced to address the problem of mapping an antisymmetric (and hence
non-positive-definite) fermionic wave function onto a density; although several al-
ternatives have been proposed to avoid this uncontrolled approximation, they all
have significant computational cost.

Another kind of error arises when the aim is to model an infinite system; because
QMC is limited to a finite number of electrons, it is normal practice to apply periodic
boundary conditions to a finite simulation cell. This procedure creates finite-size
errors.

Controlling errors is of particular importance when surfaces are being studied.
Evaluating the surface energy of a system involves taking a difference of energies; the
result may be very small, and thus more sensitive to errors than a bulk calculation.

The simplest of surface systems is a slab containing an electron gas. This system
has infinite extent in two spatial dimensions, but is finite in the third. Although
useful as a primitive model of a metal film, the main function of such a slab is
as a test system, and as such, it has been studied using many different techniques,
including QMC. However, recent results suggest that the previous QMC simulations
were inaccurate. To re-establish the viability of QMC as a tool for studying surfaces,
it is necessary to examine these results and to locate any sources of error.

The effort to improve the accuracy of QMC surface simulations is the main
subject of this work; the test system is the simple slab described above, which is
described in detail in chapter ] The thesis begins with a description of several
computational techniques, including DFT and QMC, in chapters P] and . Chapter
H contains an analysis of errors in QMC simulations, including those particular to
surface calculations.

A technique for reducing finite-size errors is described in chapter fl, along with
the results of applying this technique to the test system. The technique is the
extension to quasi-2D systems of a method which has proved successful in the 3D

case; however, there are important differences which will be described and explained.

18



CHAPTER 1. INTRODUCTION

A successful QMC calculation relies on having a good approximation to the
true wave function. Typically, QMC trial wave functions are of the Slater-Jastrow
form, with the information about electron-electron correlations contained in the
Jastrow factor. An alternative way of generating the Jastrow factor analytically
will be outlined in chapter [f]; this builds on similar work carried out in the past,
but presents a new perspective. The application of this method to the test system
is the subject of chapter B.

Finally, a new calculation of the surface energy of the electron gas will be pre-

sented in chapter [.

19



Chapter 2

The simplification of

many-electron quantum mechanics

The observable properties of any material are determined by the quantum mechanics
of all the particles contained within that material. If the goal of solid state physics
is to understand these properties, all that is required is the solution of the relevant
many-body Schrodinger equation:[]

HU({&},t) = i—20 2 (2.1)

OV ({E}t)
ot

where H is the Hamiltonian operator and ¥ is the wave function, which depends on
time ¢ and the full set of particle coordinates {¢;}. The problem is therefore easily

formulated; unfortunately, it is not easily solved.

2.1 First steps

To make any progress, it is necessary to make approximations and assumptions. The

first of these is to neglect all interactions except for the Coulomb. Nuclei are treated

IFor most of this thesis, the Hartree system of atomic units will be employed, in which i = e =
4dmey = me = 1; omitting these constants produces equations which are easier to read. In chapters

E and 87 the constants will be shown explicitly to avoid confusion.

20



CHAPTER 2. THE SIMPLIFICATION OF MANY-ELECTRON QUANTUM
MECHANICS

as whole entities. Secondly, it is assumed that electrons and nuclei do not move at

relativistic speeds.f] At this point, the Hamiltonian operator may be written as

A({r:}, {da)) ———Zv e Z|d m—r

%#J
ZoZs
AR W 7

Here, {r;} and {d,} represent electronic and nuclear positions respectively, while

(2

(2.2)

{Z,} are the nuclear charges.

The next step, the Born-Oppenheimer or adiabatic approximation, relies on the
fact that the nuclear masses M, are very large. The electrons are considered to react
immediately to any change in the nuclear coordinates, and the relaxed electronic
configuration then provides a potential for the heavy, slow-moving nuclei. The wave

function is written as a product:

U({x;}, {da},t) = ¥({xi}; {da)x({da})e ™", (2.3)

The dependence of ¢ on {d,} is assumed to be parametric: ¥ must vary smoothly
as a function of the nuclear coordinates. The x; represent electron spins as well as
positions.

This approximation reduces equation (B.I]) to two separate equations involving

the nuclear and electronic coordinates respectively:

<_% Z v Z !rl — 1| Z yd ) Un = En({da})thn (2.4)
<_%Za: Miaw Z idZ = ({daD) Xor = Enaxmy (25)

In equation (B.4)), the nuclear coordlnates {da} are fixed. The electronic coordinates
{x;} do not enter into equation (B.5); the link is provided by the electronic energy

eigenvalue E,({d,}), which is equivalent to a potential for the nuclei.

?In fact, it is not strictly necessary [ﬂ, , E] to exclude relativistic effects and magnetic
interactions, which become important in certain situations. However, in many other cases, they
do not play a significant role and may be neglected. They are not relevant to the topics discussed

in this thesis.
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CHAPTER 2. THE SIMPLIFICATION OF MANY-ELECTRON QUANTUM
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The product wave function introduced in equation (R.J) is not an exact eigen-

function of H. To see this, consider the following matrix element, which is obtained

by combining equations (B.9), (B.3), (B.4), and (R.5):
<‘I;n’)\’ ’f{’\pn)\> = En)\(snn’(s)\)\’

1 1
—52 00 / / Ui (Va, tn) Xoa (I dx;) (15 dd g)

1 * *
~ 29 / a / Y Xoux Vaatn - Vauxur (i dx;) (TTg ddg)
(2.6)

If ¥, and ¥,/ were true eigenfunctions, this matrix element would be diagonal in
n and A. Equation (B.6]) shows the part played by the nuclear masses M, in keeping
the off-diagonal elements small. It may be shown [BI] that the ratio of off-diagonal
to diagonal elements is 1/M, when n = n’ and 1/v/M, when n # n’.

The rest of this thesis will be concerned with the attempted solution of the

electronic equation, equation (2-9).

2.2 The single-electron approach

Two important methods for solving equation (B.4) are based on a mapping of the
many-electron problem on to one involving independent electrons; both will be out-
lined here. Hartree-Fock theory will be used to introduce certain features of the
problem, while density-functional theory is included because it will be used later to
generate trial wave functions for use in quantum Monte Carlo simulations.
Consider a simple first attempt at a solution of equation (B.4), a product of

one-electron wave functions:j
U({x}) = [[ o). (2.7)

A way of optimising this solution is to employ the variational principle. In this case,

3From now on, ¥ will represent the electronic wave function.
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the optimum solution satisfies the condition:

o
367 (%) ( V|H|v) - ZA (0105) ) =0. (2.8)

The normalisation constraints on the individual ¢; are incorporated into this varia-

tional equation through the Lagrange multipliers, A;. It should be noted that H is

now the electronic Hamiltonian:

H({r}) = Z Z o r]’ +Zvext r;) (2.9)

where the interaction of each electron with the nuclei has been condensed to the

external potential

2.1
Uext Z |d _ I'| ( 0)

Carrying out the functional differentiation indicated in equation (R.8) gives an ef-

fective Schrodinger equation for each one-electron wave function:

(——v2+2/ 9,0 - dr’—l—vext(r)> &i(r) = Ny (x). (2.11)

J#i

The Lagrange multipliers, \;, are the equivalent of energy eigenvalues for these ef-
fective Schrodinger equations. However, the total energy cannot be obtained simply

by summing them:

E[U] = (V|H|U) # Z)\ (2.12)

The use of a wave function of the form described in equation (B-3) is called the
Hartree approximation [B3, B4], the most obvious disadvantage of which is that the
wave function is not antisymmetric. The construction of a wave function which is

explicitly antisymmetric leads to Hartree-Fock theory.

2.3 Hartree-Fock theory

A many-electron wave function which is antisymmetric under interchange of elec-

trons may be constructed from a set of orthonormal one-electron orbitals in the form
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of a Slater determinant:

¢1(x1) d1(x2) -+ d1(xy)

1 Pa(x1) P2(x2) o0 d2(xy)
Uyr({x;}) = i ' ' _ ‘ (2.13)
an(xl) ¢n(X2) e an(Xn)
With this wave function, the energy expectation value E[Uyp| becomes
. 1
(Var|H [Vur) = Z H; + 3 Z(Jij — Ky) (2.14)
i i

where
= [ i (—lvuvm) $u() dx (2.15)
Jzy—/ bi(x r’|¢( x')p;(x") dx dx’ (2.16)
iy = [ 616000, 0) o5 ()07 () e (217)

The J;; are called Coulomb integrals and were already present in the Hartree ap-
proximation. However, the exchange integrals K;; represent something new. Note
that it is no longer necessary to exclude the ¢ = j term from the double summation
in equation (R.14), because J; = Kj;.

The optimum set of single-electron orbitals is found by the same procedure as
before: the energy is minimised, subject to the constraint that the ¢; must remain
normalised (equation (B.§)). As with the Hartree wave function, carrying out the

variation generates an equation for each ¢;:

(—%vf -kt Uext(r)) (1) = Aichi(r) (2.18)
where
6,
]¢z Z d)l |rj_ I‘/| dx (219)

ke (x quj /¢ r,‘ dx’. (2.20)
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The Coulomb operator ) represents the interaction of each electron with the average
charge density; the unrestricted sum means that its own contribution to this charge
density is included. This would give rise to an unphysical self-interaction, were it
not for the fact that a corresponding term exists in /%, and the two cancel.

An important point about the non-local exchange operator i may be highlighted
by making explicit the dependence of ¢; on spin:

¢i(x) = ¢i(r,0) = i(r)dos,. (2.21)

Substituting this expression into equation (R.20)) gives

6.0 = 3 6,0, [T 229

— 1|

showing that the exchange interaction only affects electrons with like spins. In
Hartree-Fock theory, electrons of like spin are kept apart, and this lowers the energy
expectation value. The exchange energy is the difference between the Hartree and
Hartree-Fock values.

Unfortunately, the theory does nothing to keep electrons of opposite spin apart.
Such electrons interact only via the average charge density appearing in the Coulomb
operator; there is no pairwise interaction to make it unfavourable for electrons of
opposite spin to come together. This means that the ground-state energy calculated
in Hartree-Fock theory is always higher than the true ground-state energy. The
correlation energy is defined as the difference between the exact energy of the system

and that calculated in Hartree-Fock theory.

2.4 Density-functional theory

The theorem underlying density-functional theory, due to Hohenberg and Kohn [B3],
states that the ground state of an N-electron system is completely determined by

the one-electron density

n(r) = Z /]\If(xl, o xXN)|P0(r — 1) dxy - - - dxy. (2.23)
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It also states that for a given Hamiltonian, the energy functional
E[n] = (Wo[n]| H|Wo[n]) (2.24)

is variational. Here Wy[n| is the ground state wave function associated with the
density n.

The proof of this theorem relies on the one-to-one mapping of the set of ground-
state densities to the set of physically distinct local one-particle potentials. A clear
statement of the proof may be found in the book by Dreizler and Gross [[§].

The Hamiltonian is as described in equation (B.9). It is helpful to separate the

term involving the external potential:

H=Hy+ ) vea(rs). (2.25)

Then
E[n| = Fn] + /n(r)vext(r) dr (2.26)

where
Fln] = <‘1’0[”]|H0\‘1’0[”]> (2.27)

is a universal functional of the density, independent of the particular system (defined
by Vext). Minimising E with respect to n should enable the ground-state density of
any system to be found, and hence all other ground-state properties.

The problem with the original proof is that it only applies to densities which are
pure-state v-representable: ground-state densities of the set of external potentials
{Vext}. Searching over this restricted class of densities is difficult; the following
derivation due to Levy [B], b3, b4 shows the way to extend the domain of the
search to include all pure-state N -representable densities.

Consider the ground-state energy of a system with the one-body external poten-
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tial Vext:
(Dol H|Wo) = min{¥| [T P) (2.28)
= mnm \rpniryll(\IﬂH]\Il) (2.29)
= m;n\rpnir%< \I’|H0|\If +/n T ) Vext (T ) (2.30)
= mln (‘rpmn \II\HO\\I/ +/n I') Vet (T ) (2.31)
= mnin (F[n] + /n(r)vext(r) dr) (2.32)
= min E[n] (2.33)

n

where F' and F have been redefined:

Fln] = min(|Hy|¥) (2.34)
Eln] = Fln] + / (1)t (1) . (2.35)

The ground-state density of the system may now be found by minimising FEn]
subject to normalisation constraints. The search in equation (R.2§) is over all anti-
symmetric, normalised N-electron wave functions; consequently, the search over n
in equation (2.29) is now only restricted to those densities which correspond to such
wave functions, ie. those which are N-representable. It has been shown [BZ] that all
normalised non-negative functions are N-representable.

The remaining problem is that the precise form of the universal functional F'[n]
is unknown. Kohn and Sham [f] proposed a scheme to overcome this difficulty,
thus making DFT a practical calculational tool.

In the Kohn-Sham scheme, the system under consideration is compared with
a non-interacting system with the same density. First, the energy functional is

rewritten as

Efn] = Tojn] +% / / %dr '+ / n(r)ve (r) dr + Excln],  (2.36)

where the exchange-correlation energy Exc has been defined to be
1 /
Excln] = Fln] — Tyn] — 5 // % dr dr’ (2.37)
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and now contains all the difficult parts of E. Ty[n] is the kinetic energy of a non-

interacting system of density n, and is therefore easily calculable:

Tin] = —% Z / Y (1) V24, (r) dr. (2.38)

The 1); are the occupied single-electron orbitals of the non-interacting system. This

system has been defined to have density n, giving

33 i) = n). (2.30)

E[n] must be minimised subject to the constraint [ n(r)dr = N:

57’21‘) <E[n] - ,u/n(r) dr) = 0. (2.40)

This gives
dT4[n]
= vy 241
p=n)+ 55 (2.41)
where
/
Us(r) = Vext (T) + / |:(_r1)'/| dr' + vxc(r) (2.42)
with the exchange-correlation potential
5EXC [n]
= . 2.4
vxc(r) S () (2.43)

This is exactly equivalent to the result which would be obtained for a non-interacting
system with the external potential vs. The required density may therefore be calcu-

lated by solving the one-electron equations

(—%W ; vs(r)) $ilr) = exi(x) (2.44)

and using equation (2.39). Because vy itself depends on n, equations (R.42), (B-39),
and (B.44)) must be solved self-consistently. Having obtained n, the energy E[n] may
be calculated immediately, as long as Ex¢ is known.

This brief outline of the theory has not addressed the important question of

establishing the existence of a non-interacting system whose density is exactly equal
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to that of the interacting system being studied. This and other issues too detailed
to belong here are described in the books by Dreizler and Gross [[§ and Parr and
Yang [B4).

Unfortunately, Fxc is not known, although various approximations and parame-
terisations exist. One possibility is to apply the local density approximation (LDA),

in which the exchange-correlation energy functional is taken to be

EXPAn] = /n(r)exc(n(r))dr (2.45)

where exc(n) is the exchange-correlation energy per electron of a uniform electron
gas with density n. This approximation would be expected to give reasonable re-
sults for slowly-varying densities; however, it also works for a surprising number of
strongly-inhomogeneous systems. The next logical step is to allow exc to depend on
Vn as well as n: this is the generalised gradient approximation (GGA) [B0}, B, 67
Higher derivatives may also be included, giving the meta-GGA [5g].

In fact, even exc(n) is not known analytically. The parameterised versions being
used today are based on theoretical predictions combined with results from quantum

Monte Carlo calculations [[{].
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Chapter 3

Quantum Monte Carlo methods

The term ‘Quantum Monte Carlo’ embraces several different techniques for solving
the quantum many-body problem, all of which employ random sampling. This
chapter will (briefly) describe the theory behind two of these techniques: variational
and fixed-node diffusion QMC.[] Both are zero-temperature methods, and both are
routinely used in the calculation of properties of real solids. An important aspect of
the application of this theory — the general form of the trial wave function — will
also be described.

The aim of this chapter is not to present all the technical details associated
with implementing a modern QMC algorithm; rather, the fundamental ideas which
underlie the technique will be described, along with some of the more important
aspects of the implementation. All the QMC calculations contained in this thesis

were carried out using the CASINO program developed in Cambridge [B1].

'These versions of QMC are discussed in detail in the review by Foulkes and coworkers [p4],

and, along with various others, in the book by Hammond et al. [
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3.1 Random sampling

To calculate expectation values of observables in quantum mechanics, we need to

evaluate expressions of the form:

[ THX)OT(X) dX
O = T X v ax (3.1)

where O is a Hermitian operator and X is a vector representing all the electron
coordinates.

For large systems, the dimension of the integrals is correspondingly large. Com-
putation of such integrals by conventional quadrature methods becomes impractical,
because the error in these calculations scales poorly in high dimensions. For exam-
ple, the error in a Simpson’s Rule calculation scales as M~%? where M is the
number of grid points and d is the dimensionality of the integral. As d increases,
improving the accuracy of the calculation becomes prohibitively expensive.

In contrast, the Monte Carlo method of integration generates a statistical error

172 independent of the dimension.

in the value of the integral which scales as M~
While this is worse than grid-based techniques when d is small, it is far superior for
large d.

One way of evaluating the integral

[ /Q o(r) dr (3.2)

is to sample a set of M random vectors {r;} from a distribution which is uniform over
the region of integration 2. Each vector is assigned a score g(r;) and the integral is

estimated as
0 M

This is the Monte Carlo method of integration, and in this form, it is not very
efficient. It can be much improved by using importance sampling. The integral is

first rewritten as

I:/f(r)P(r) dr, (3.4)
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where the integrand, g(r), has been split into a score function, f(r), and an im-
portance function, P(r). The importance function is restricted to the form of a
probability density: it must be non-negative and normalised to unity over the re-
gion of integration. In regions where g is non-zero, P must also be non-zero.

A set of random vectors {r;} is then drawn from the distribution P(r). The

integral is estimated as
M
I~ i ZZlf(rz) (3.5)

In the limit M — oo, this expression for [ is exact. For finite M, the standard

error in the estimate is
Of

, (3.6)

oy =

5

where the variance of f is

7t = [ [76) = ] Pl e (3.7)

and ps is the mean value; equation (B4)) shows that puy = I. From equation (B.G),

1/2

it can be seen that the error scales as M ~"/“, and also that the choice of score and

importance functions is very important. The optimum selection is the one that

minimises the variance; this is the solution of the equation

s (e3Pl =2 [ Pwyar) <o G8)

Here, X\ is the Lagrange multiplier associated with the normalisation constraint

J P(r)dr = 1. Writing 0} in terms of g and P and carrying out the functional

differentiation gives

2
g°(r)
A= — 3.9
which leads to the following result for the ideal form of P(r):
l9(r)]
P(r) = ————+—. 3.10
O Tl e 10

The corresponding score function is

fr) =

g(r) NPY
|g(r)|/]g(r)|dr. (3.11)
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This ideal form unfortunately cannot be achieved because it requires the evaluation
of the difficult integral [ |g(r')| dr’. However, choosing a good importance function,

close to the optimum, reduces the statistical error in the estimate of I significantly.

3.2 Variational Monte Carlo

The various forms of quantum Monte Carlo implement the techniques outlined above
in different ways. Variational Monte Carlo is very direct: Monte Carlo methods are
used to evaluate expressions like

~ JURR)HTI(R)dR
- JUrR)Ur(R)dR

Er (3.12)

E7T is an energy expectation value for a system with Hamiltonian operator H ; Ur(R)
is a trial wave function depending on all the spatial coordinates,f] which are repre-
sented here by the vector R. The expectation value is variational: Er > FEj, where
Ey is the exact ground-state energy. As the quality of the trial wave function im-
proves, Er becomes closer to Ey. The two become equal when W o< ¥y, where ¥,
is the ground-state wave function.
Consider a trial wave function close to the exact ground-state eigenfunction:
Up=Tp+ Y 6l (3.13)
>0
so that the coefficients {¢;} are small. The energy expectation value is then
Er = Ey+ ) |’ (E; — Eo) + O[el]. (3.14)
>0
The error in the energy is of order €Z; this demonstrates that the energy expectation
value for a given trial wave function is more accurate than the wave function itself.
The quality of the trial wave function is clearly very important. The subject of
the form and optimisation of the trial wave function will be discussed in more detail

later in this thesis.

2In many cases, it is convenient to think of the electron spins as fixed; the spin-dependence of

the wave function will be suppressed from now on.
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3.2.1 Importance sampling in VMC

To implement the procedure described in section B.1], the integrand of equation (B.12)
must be written as the product of score and importance functions. The prescription

of equation (B.I() for the ideal importance function is

PR) = [ Vr(R)H T (R)

[ |(R)HYL(RY)| dR! (3.15)

which is as difficult to calculate as Erp itself. However, consider what happens when
W1 is equal to Wy. Then
HU, = E, U, (3.16)

and the optimal importance function is

®p
PR = (v e

(3.17)

So, for a trial wave function of good quality, the most efficient choice of importance
function is almost identical to the natural one: P(R) o< |[Ur(R)[?.

The score function corresponding to this choice is

f(R) = %ﬁg). (3.18)

This function is known as the local energy and is denoted EL(R).

The VMC estimate of the ground-state energy is then

M
1
Evvic = i E EL(R)), (3.19)
i=1

where the {R;} are drawn from a probability distribution proportional to |¥r(R)|?.

The next challenge is therefore to generate a set of points distributed in this way.

3.2.2 The Metropolis algorithm

A simple and robust way of sampling an arbitrary many-dimensional probability
distribution is provided by the Metropolis algorithm [Bg]. The algorithm prescribes

a set of uncomplicated rules for moving a walker through configuration space. The
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set of vectors {R;} corresponding to the points in configuration space visited by the
walker will be distributed according to the required probability density. To sample
a distribution P(R):

1. Start the walker at a random point R.

2. Propose a trial move to a point R/, chosen from some simple probability density

function T(R' < R).

3. Accept the move with probability A(R’ < R) = min (1 T(RHRI)P(RI))

' TR’—R)P(R)

4. Record the walker position, whether or not it has changed.
5. If more points are required, return to step 2 and repeat.

Not all the points should be recorded: there is an equilibration period at the start
of the walk, during which the points generated depend on the initial position. In
addition, neighbouring points on the walk are usually correlated; this means that
several moves must be made for each independent sample.

Although in principle any reasonablef] probability density function can be used
for T(R’ < R), the choice of function does affect the efficiency of the algorithm.
A function which proposes too many large moves produces too many rejections,
which is inefficient; in contrast, one which proposes only small moves takes longer to
generate uncorrelated points, which is also inefficient. In between these extremes is
a function which maximises the sampling efficiency; a commonly-used rule of thumb
is to aim for an acceptance rate of 50%.

To gain some insight into the way the algorithm works, consider a population of
walkers, with density n(R). Assume that the walkers have reached a steady state,
so that all information about starting positions has been lost; also assume that the

detailed balance condition is obeyed:

n(R)AR' — R)T(R' — R) = n(R)A(R — R')T(R — R/). (3.20)

3T(R’ «+ R) must be ergodic; if T(R’ « R) is non-zero then T(R « R’) must also be.

35



CHAPTER 3. QUANTUM MONTE CARLO METHODS

Substituting the expressions for the acceptance probabilities,

n(r) TR —Rjmin (1’ T /);ID’((%)) (3.21)
n(R) T(R < R/) min (1, f((g;},))]lj((g))) '
PR) (3.22)

This illustrates that the equilibrium walker density is proportional to the required

probability density; the generated points are indeed sampled from this distribution.

3.2.3 Advantages and disadvantages of VMC

The degree of success of any VMC calculation is heavily dependent on the quality
of the trial wave function: a bad wave function will lead to a bad estimate of the
energy. The variational nature of the calculation makes it useful for establishing
an upper bound to the ground-state energy; the expectation values of other oper-
ators (besides H ) may also be calculated using this method, but these values are
not variational. The sampling and accuracy are better for operators O for which
the commutator [[:I , O] = 0, since the ground-state wave function is then also an
eigenfunction of 0] (if the ground state is not degenerate). The arguments of the
preceding sections regarding optimal sampling (leading to equation (B.I7])) and the
error in the estimated energy (leading to equation (BI4)) may then be duplicated,
replacing H with O.

The main disadvantage of VMC, the total reliance on the trial wave function,

does not apply to diffusion Monte Carlo.

3.3 Diffusion Monte Carlo

The Diffusion Monte Carlo method provides a means of improving an estimated
ground-state wave function. It is a projector method: in theory, the ground-state
component of any trial wave function is projected out, giving the exact ground
state (subject to statistical errors). The factors which render this ideal projection

unachievable will be described in later chapters.
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The method is based on the similarity between the imaginary-time Schrodinger

equation and the equation which describes classical diffusion.

3.3.1 Simulating classical diffusion

The classical diffusion equation is

0f(x,t)
ot

= DV?f(x,1). (3.23)

It describes the time evolution of a gas of particles with density f. With no external
potential, the particles spread out over time. The Green’s function for this equation
is
1 2
Gy, x;t) = ————e W=2)7/4Dt 3.24
where d is the dimension of the physical space. Substitution confirms that this is a

solution of equation (B.23), with the additional property that
Gy, x:0) = oy — x). (3.25)

The Green’s function encapsulates all the details of the propagation of the density

in time: if the initial density is f(x,0), then the density at time ¢ is

Fly.t) = / Gly. x: 1) f(x, 0) dx. (3.26)

One interpretation of the equation is in terms of probabilities: the probability that
a particle initially at x moves to y after a time ¢ is G(y,x;t). This is important
because it suggests a way to simulate the diffusion process.

A set of particles (‘walkers’) is used, with initial positions x;(0) sampled from
the probability distribution proportional to f(x,0). A finite time step At is chosen;

the new positions x;(At) are then calculated as follows:
x;(At) =x;(0) + & (3.27)

where £ is a random variable taken from a Gaussian distribution with zero mean and

variance 4DAt. This distribution is chosen so that the probability density function
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for £ is G(£,0; At) (compare equation (B.24))). In other words, the probability that
a particle moves from x to y in the time At is G(y,x; At). Thus, equations (B.27)
and (B.20]) are consistent.

Because GG is homogeneous — it depends only on the size of the time step At,
and not on the absolute time — the same rule for moving walkers may be repeated
many times. Since G is known exactly, n steps of size At are equivalent to a single
step of size nAt.

Equation (B.27) is a Langevin equation: it describes the rules for updating a
configuration over a time step. The walkers are not real particles: they do not collide
with each other or interact in any way. However, after n time steps, the position of
each walker samples the probability distribution proportional to f(x,nAt).

This example is trivial, because equation (B.23) can be solved analytically; this
is how the Green’s function was obtained. There are many other cases where the
Green’s function cannot be calculated precisely, but has some small-¢ approxima-
tion, and in these cases, the technique outlined above is very useful for obtaining

information about the evolution of f.

3.3.2 Application to quantum mechanics

The diffusion equation, equation (B.23), is similar in form to the imaginary-time

Schrodinger equation:

VR, 7) |1
or 2

V& — V(R)] U(R, 7). (3.28)
Here, the potential V' includes the electron-electron interactions, as well as any
contribution from the external potential.

Without V, this equation is identical to equation (B.23) (with D = 1/2), and can
be simulated in the same way, by having walkers move around according to the rules
set out in equation (B.27). For this, the wave function ¥ must be real; however, in
systems for which the Hamiltonian has time-reversal symmetry, this condition can
always be satisfied [57], and all wave functions will be assumed to be real from now

on. Note that each walker represents an entire configuration of the system, not just
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a single particle; the diffusion takes place in Nd dimensions, where N is the number
of particles and d is the dimension of the physical space.

The challenge is to incorporate the potential into the simulation. This can be
achieved by assigning a weight w; to each walker; the weights are allowed to vary
as the walker explores configuration space, and ultimately the density of the walker
weights (rather than the walkers themselves) is used to represent W. Neglecting the
diffusion term in equation (B.2§) leaves the following rate equation:

V(R
WRT) v myw(r, 1) (3.29)
or
which has the solution
U(R,7) = U(R,0)e ™V H®) (3.30)

The potential has the effect of increasing the wave function where V' is negative,
and decreasing it where V' is positive. When a walker arrives at the position R, its
weight should be multiplied by e~™V®) in accordance with equation (B:30). After

n steps of size A7, the walker’s weight becomes
w;(nAT) = exp | AT Z V(Ri(mAT)) | . (3.31)
m=1

In fact, the weight of a walker should reflect the whole path in configuration
space along which it has travelled; however, in a simulation, the complete path of
the walker is not specified because walkers must move in discrete steps. This is
a very important point: the procedure described here is valid only for small time
steps, when the potential V' can be assumed to remain constant over the course of
a move. In the limit of infinitely small time steps, the walker weight becomes
lim w;(7) = exp {— /T V(Ri(7")) dT,:| : (3.32)

0

AT—0
nAT=T

as it should.

The difference between the simple diffusion equation and the imaginary-time
Schrodinger equation is that the Green’s function for the latter is not known pre-
cisely. The simulation technique outlined here is equivalent to using an approxima-

tion to the Green’s function which is valid for short time steps.
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3.3.3 The ground-state wave function

In the previous section, a technique for simulating the development of a wave func-
tion in imaginary time was established. To see why this is useful, consider the formal

solution of the Schrodinger equation in imaginary time:
U(7)) = e[ (0)). (3.33)
In terms of the eigenfunctions of H, the initial state may be written
U(R,0) = icz@i(R), (3.34)

=0

which, on substitution into equation (B-33), gives

U(R,7) = i cie TFd;(R). (3.35)

=0
This shows that as 7 increases, the eigenstate with the lowest energy provides the
dominant contribution to W(R, 7). In the limit 7 — oo, only the ground-state solu-
tion @ remains (as long as ¢y # 0). Any wave function which has a non-vanishing
overlap with @, therefore evolves to the ground state in the limit of large imaginary
time. The value of the imaginary-time simulation described in the previous section
is that it allows the ground state wave function to be determined, thus reducing the
difficult quantum many-body problem of finding the ground-state wave function to
a much simpler problem in classical particle dynamics.

However, since each time step is required to be short, many steps are required

before the large-7 limit is reached. This is not the only problem with this method:

e the wave function has been tacitly assumed to be positive, like the particle
density in section B.3.1}, and there is no mechanism for the weight of a walker

to change sign;

e the walkers are free to diffuse around: this is at best inefficient, because time
is wasted sampling unimportant regions of configuration space, and at worst
disastrous, as in a finite system, where the walkers are effectively able to leave

the system;
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e the weights are liable to vary wildly, since V' is not a well-behaved function;
sampling is dominated by one or two walkers with much larger weight than

the others.

Fortunately, these problems can be addressed.

3.3.4 Importance-sampled diffusion Monte Carlo

The simple DMC algorithm can be dramatically improved by the use of importance
sampling, which was introduced in section B.1] and applied to VMC in section B.2.T].
The first step is to multiply equation (B.-2§) on the left with a trial wave function
Ur(R):
OV (R, )

Ur(R)—; = = — U (R)(H — Er)U(R, 7). (3.36)

An energy shift F7p has also been introduced; this will be used later to control the
walker weights. Without the energy shift, equation (B.3J) shows that the wave
function ultimately decays (or grows) exponentially as e ""; introducing F7 and
setting EFp ~ E, allows this to be avoided.

The new analogue of the particle density is the product of the trial wave function

with the solution of the Schrodinger equation:
fR,7) =Y7(R)¥Y(R, 7). (3.37)

Expressing equation (B.3@) in terms of f is a matter of algebra, which eventually

gives
0 1
IV V() + (Br - B (3.3%)
T 2
where a new quantity has been introduced: the drift velocity
1
v(R) = 5V in ([Tr(R)]?). (3.39)
The local energy )
HYr(R)
E;(R)= ———= 3.40

was introduced in section B.2.1], and represents the energy of a configuration R

calculated with respect to the trial wave function. Because the trial wave function
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is not time-dependent, the dependence of f on 7 is entirely contained in ¥, which
has been shown to converge to the ground-state wave function ¥, in the limit of

large 7. It follows that the form of f in this limit is
F(R, 7 — 00) = coe "o ED YL (R) Do (R). (3.41)

Equation (B.38) may be used to construct a practical, efficient simulation algorithm.

Unlike the original imaginary-time Schrodinger equation, which resembles a
model of diffusion, the importance-sampled version is very similar to the equation
of a drift-diffusion process. In this comparison, f(R,7) represents a particle den-
sity, whose evolution in (real) time 7 is given by equation (B.3§). The first term
on the right-hand side of this equation is the familiar diffusion term; the diffusion
constant D again has value 1/2. The second term is new. In the diffusion picture,
it corresponds to a drift of particles, where the drift velocity is v: the particles
no longer diffuse freely, but are now guided in their motion. The remaining term,
(Er — EL)f, has the same form as the potential term VW in the non-importance-
sampled model: it is a rate term, which acts to increase or decrease the density
exponentially, depending on the sign of (E7 — Ep). One of the advantages of using
importance sampling is now clear: the rate term depends on the local energy Ej,
which is generally a much better-behaved function than the potential V.

The only difference in form between equations (B.3§) and (B.29) is the drift term.

This suggests that in order to sample the evolution of the new function f, almost
the same techniques as before may be used: a set of classical particles is allowed to
diffuse around, each carrying a weight which increases or decreases depending on
the local energy; this time, however, the particles are also subject to drift.

To put this procedure on a more mathematical footing, it is helpful to investigate
the Green’s function for the problem. One way of defining this function is via the

propagation in time of f:
ﬂRﬂ:/QRR%ﬁmmMR. (3.42)

The Green’s function for the original problem, the imaginary-time Schrodinger equa-
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tion, may be defined in the same way:
V(R,T) = /G(R, R';7)¥(R/,0)dR/. (3.43)

Comparing these two equations and using the definition of f gives a simple relation-
ship between the original and modified Green’s functions:

G(R,R;7) = U7(R)G(R,R/;7) \PTéR,) .

(3.44)

This demonstrates that G is not symmetric (since G is): this lack of symmetry is a

consequence of the fact that the operator
A1
F:§V2—V-V—V-V+ET—EL, (3.45)

which appears on the right-hand side of equation (B.3§), is not Hermitian.
Of course, the exact analytical form of G is not known. However, as before, an
approximation which is valid for small 7 can be used. A formal expression for G is

the following:
G(R/,R;7) = (R|¢"F|R) = (R'|e "T*)|R) (3.46)
where two new operators have been introduced for convenience:
f_—%v2+(v-v)+v-v (3.47)
V=E,— Er. (3.48)
The operators T and V represent modified kinetic and potential energies respectively.
The kinetic energy operator is associated with the drift-diffusion process, while the

potential energy operator comes from the rate equation. Using the Trotter-Suzuki

formula,f] the Green’s function can be approximately factorised:
GR/,R;7) = <R’}e’%ﬂ>e’ﬁe’%ﬂ>}R> + 0 [7%]
_ 6—%TV(R/)<Rl|€—7j—’R>e—%TV(R) + 0O [73} (3.49)

— W(R/,R; )Gp(R,R; 7) + O[]

4The formula gives an approximate form for the exponential of a sum of two operators:

e—T(A-‘rB) — e—TB/Qe—TAeT372 + O I:T?)} .
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where the contribution to G from the drift-diffusion process is
Gp(R/,R;7) = (R'|e"T|R) (3.50)
and the part arising from the rate term is
W (R, R;7) = ¢~ 2" VRIHVR), (3.51)

The use of the letter W anticipates the association of this term with the walker
weight.

Inspection of equation (B.50) shows that G p is the Green’s function for the drift-
diffusion equation. Once again, it cannot be evaluated analytically, but it may be
estimated by making the further approximation that the drift velocity is constant

over the time 7. The result is

Gp(R,R;7) = (277) " exp (—(Rl — R;_TV(R))2> +0[r7]. (3.52)

Here d is the dimension of configuration space. This approximation for G allows a
Langevin equation to be written down for the drift-diffusion process. No weights are
required, because drift and diffusion conserve the total density; the probability that
a walker moves from R to R’ in time A7 is given by Gp(R,R/; A7). The Langevin

equation is therefore
Ri(7 + A7) = Ry(7) + VAT + ¢ (3.53)

where £ is a random variable taken from an Nd-dimensional Gaussian distribution
with zero mean and variance 2A7.

A population of walkers whose dynamics are specified by equation (B.53) samples
the density fp, where

=2 =-Th. (3.54)

The steady-state solution of this equation is

fp o< U2, (3.55)
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which can be verified by substitution; the operator T guides the walkers so that
their distribution follows the square of the trial wave function. This is importance
sampling: walkers are concentrated in important regions (where the magnitude of
the wave function is large). Allowing walkers to drift and diffuse in this manner is
therefore a sampling technique in its own right, and can be used as an alternative
to the Metropolis method in VMC.

However, the aim here is not simply to sample W2, but to sample Wr®,. This is
achieved by introducing weights. Initially, the walker weights are set to unity; then,
when a walker moves from R to R’ during the time step 7, its weight is multiplied by
W(R,R’; At). To see that this works, consider the density function for the walker

weights at R after a single move:
(R, A7) = / W(R, R: AT)Gp(R, R: A7) f(R, 0) dR’
~ / G(R,R/; A7) f(R,0) dR/ (3.56)

~ f(R, AT).
The initial distribution of walkers is f(R,0); the probability that a walker moves
from R’ to R during the time step A7 is Gp(R,R’; A7), and the weight associated
with such a move is W(R, R/, A7). The combination of weights and drift-diffusion
therefore accurately simulates the evolution of f, as long as the time step A7 is
small.

In order to reach the desired limit of large 7, many small steps of duration At
must be carried out. If, during this time, a walker spends a lot of time in a region
of space where E < Ep, its weight continues to increase, and may become very
large. In contrast, if a walker spends a lot of time in a region where E > Erp, its
weight may become very small, and it contributes little to the ultimate sampling of
f, which is dominated by walkers with large weights. This is one of the problems
alluded to in section B.3.3, and makes the sampling inefficient.

The solution to this problem is to allow walkers to multiply or die out according
to their weight. Either when the weight of a walker becomes too large or too small,

or at regular intervals, the walker is replaced by a certain number of ‘descendants’
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of unit weight. The number of descendants depends on the weight of the walker:
walkers with more weight should produce more descendants. The correct distribu-
tion of weights is preserved by using the following formula to calculate the number
of descendants:

n; = INT(w; + n), (3.57)

where w; is the weight of the original walker and 7 is a random variable sampled from
U10,1]. The function INT returns the truncated integer part of its argument, so that
a walker of initial weight 2.6 has a 60% probability of generating three descendants
and a 40% probability of generating two. It is possible for walkers with low weight
(w; < 1) to produce no descendants; this happens with probability 100(1 — w;)%.
These walkers are simply removed from the simulation.

This technique is known as branching, and greatly improves the sampling effi-
ciency. Walkers proliferate in regions where F; < Fr, and die out in regions where
E;, > Er, but the distribution of weights is now much narrower than before. No
time is wasted moving walkers which ultimately contribute almost nothing to the
result; instead, the computational effort is concentrated in more useful areas.

There is still a problem: the total number of walkers depends on the average
value of Fy, — Ep. If E, # Ep, the population of walkers either grows or decays
exponentially in time. The reason for introducing the energy shift (or ‘trial energy’)
Er is now clear: by adjusting the value of Ep during a simulation, the population

can be controlled. One way of achieving this [[[9] is to modify Er according to

Er(7) = Bug(7) — %m(M]\Z)) (3.58)

where E.(7) is a current estimate of the ground-state energy, 7, and M, are con-

stants, and M (7) is the total weight:[]
M(r) = wi(r). (3.59)

The quantity My may be viewed as a target population; the procedure aims to

bring M (1) back to this value over a time-scale set by 7,. Unless W is an exact

5Tf branching is carried out at every time step, M is simply the total number of walkers.
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eigenfunction of H , the local energy is subject to fluctuations; as a result, the walker
population also fluctuates. Using equation (B.58) allows the population fluctuations
to be kept under control; simply setting EFr = E, would not achieve this, even
though the average population would remain constant. In addition, of course, the
precise value of Ej is not known — calculating Ej is usually one of the aims of the
simulation.

Modifying the reference energy introduces a bias into the sampling, because the
equation being simulated is no longer (B.3§), and therefore has different eigenfunc-
tions. The bias can be reduced by making 7, as large as possible, although this leads
to greater population fluctuations.

Even when 7, is large and the population-control bias is negligible, there remain
sampling errors, caused by the use of an approximate Green’s function. The true
Green’s function satisfies a form of detailed balance; using equation (B.44)), and

noting that G(R,R/; A7) is symmetric in R and R’ gives
U2(R)G(R,R’; A1) = U2(R)G(R/,R; A7). (3.60)

This is not the usual version of detailed balance, because G does not have the form
of a probability; specifically, the total density is not conserved between moves, and
may increase or decrease.

The approximate Green’s function does not satisfy equation (B.60). This can
be traced back to the expression for Gp, equation (B.52), which is only correct to
O[A7]. The sampling error can be reduced by making the time step A7 smaller;
however, this is inefficient, because many more steps are required between uncorre-
lated configurations. A better way of reducing the time-step error is to enforce the
detailed balance condition by introducing a Metropolis rejection step, as described

in section B.2.3, with an acceptance probability now given by

G(R,R/; AT)\II%(R’)> | (3.61)

AR '« R)=min | 1, =
G(R, R; AT)UZ(R)
For small time steps, the rejection probability tends to zero, since the approximate

drift-diffusion Green’s function becomes more exact. However, for non-zero time
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steps, a small number of moves will be rejected; consequently, the effective duration
of a walker move is reduced. An effective time step, smaller than A7, must then be
used in the calculation of the branching factor.

A more serious issue is encountered when simulating fermionic systems.

3.3.5 Fermions

The ground-state wave function of a fermionic system is required to be antisymmet-
ric. However, this information is not built into the Hamiltonian, and in general, the
lowest energy eigenvalue corresponds to the completely symmetric bosonic ground-
state wave function ®F. Any wave function with a non-zero projection on ®&, when
allowed to evolve in imaginary time according to the Schrodinger equation (B.2§),
eventually tends to ®F; this is a problem which must be overcome in order to sim-
ulate fermionic systems.

The most commonly-employed solution follows naturally from the importance-
sampling transformation. The sampled function f is forced to be non-negative
everywhere, because the walker weights are initially positive and have no mechanism
for changing sign; then, because f = W,W, the Schrodinger wave function ¥ must
have the same sign as the trial wave function ¥r. Regions of (Nd-dimensional) space
in which W1 > 0 are separated from those in which W < 0 by the nodal surface.
Since ¥ and ¥, have the same sign everywhere, they must also share the same
nodal surface. If a walker crosses the nodal surface, the trial wave function changes
sign; by testing for this, and rejecting such moves,[] the walkers are prevented from
leaving the nodal pocket in which they currently sit. This constitutes the fixed-node
approzimation: the nodes of ¥ are forced to be the same as those of Wr.

In this approximation, the simulation proceeds independently in the various oc-

cupied nodal pockets. The large-imaginary-time limit of f is then proportional to

5The drift velocity diverges at the nodes; if the true Green’s function were used, then no walker
would ever attempt to cross a node. The fact that walkers do attempt to cross the nodes is a

consequence of the small-7 approximation to G p.
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UrdEN where ®FN is known as the fixed-node ground state. It may be shown
[3, B60] that the fixed-node energy is variational: that is, EfN > Ej, where Ej is
the energy of the true fermionic ground state. Typically, for the trial wave functions
used in QMC, all the nodal pockets are equivalent 3], so that the calculated energy
does not depend on which pockets are populated. The errors associated with the
fixed-node approximation will be mentioned in chapter [, along with some of the
techniques which aim to go beyond it.

The nodes of the wave function cause other problems, because both the drift
velocity and the local energy diverge here. The approximation for the drift-diffusion
Green’s function G p uses the fact that the potential energy of the system does not
change much during the course of a move. However, near the nodal surface, the
move size can become large (because v diverges) and the energy can change rapidly;
the result is that the approximation is no longer a good one. A better approximation

can be obtained by limiting both the drift velocity and the local energy [[9).

3.3.6 Estimators

In the preceding sections, the fixed-node diffusion Monte Carlo method has been
described; the result of applying this technique is a set of walkers with weights
distributed according to Wr®5N, where the fixed-node ground state ®§~ is usually
a good approximation to the true ground state ®,. For the method to be useful,
these walkers and weights must provide a way of estimating operator expectation
values; this is the link between simulation and measurable reality.

Two estimators of the ground-state energy have in fact been described already:
Er, the trial energy, and <EL>, the average local energy. The expectation value of

the local energy in the limit of large imaginary time is

T—00

lim <Z EL(Ri(T))wi(T)> = lim / f(R,7)EL(R) dR. (3.62)
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Substituting for f and E, and using the fact that H is Hermitian then gives

B (3 B = [ e oD R

_ COeT(EOET(T))/@O(R)[:[\I]T(R) dR. (3.63)

= E()Coe_T(EO_ET(T))/(I)()(R)\I/T(R) dR.

The aim is to calculate Ey; the other factors on the right-hand side of this equation

come from the integration of f, which is approximated by the total weight:

lim (M(7)) = lim [ f(R,7)dR

T—00 T—00 (3.64>
~ coe” o= Fr(T) / do(R)¥7(R) dR).
This implies that the quantity
 Er(R; i
Emixed<7_> = El L( (T))w (T) (365)

M(r)
is an estimator for the ground-state energy when 7 is large. It is known as the mized
estimator, and can be extended to apply to any local operator which commutes with
the Hamiltonian (and therefore has ®, as an eigenfunction). The general mixed

estimator for an operator O, where []:I ) OA} =0, is

_ > OL(Ri(7))wi(7)

Onmixed (T) () : (3.66)
where .
OL(R) = %g. (3.67)

Equation (B.64) shows that the total weight grows as e~ "(Fo=F71): adjusting Er so
that the population remains roughly constant (using equation (B.5§)) ensures that
Er =~ Ey, which means that Fr is an alternative estimator for the ground-state
energy.

A third estimator for Ey can also be obtained by considering the evolution of
the total walker weight. During a single time step, the expectation value of this

quantity changes from (M (7)) to (M (7 + A7)), where

(M(1 + A7) = (M (7))e A7~ Fr(), (3.68)
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as long as 7 is large. Rearranging this formula gives

1 <M(7‘ + AT)>
Ey=F - ——h— 3.69
o= Er(r) = z71n (M(7)) (3.69)
This is the motivation for the growth estimator
1 . M(r+ A7)
Egrowth(T) = ET(T) - E In W (370)

More than one time step can be included in the growth estimator; however, Er
is updated after every step, and this effect must then be unravelled. The same
‘unravelling” procedure can also be applied to the mixed estimator to account for
changes in Er [(9].

When [[:I , O] # 0, the mixed estimator is no longer equal to the ground-state
expectation value Oy. However, although now more difficult, it is still possible to
construct an estimator for this quantity by combining the mixed estimate with the

VMC result, Ovye. The extrapolated estimator is
Oext == 2Omixed - OVMC' (371)

To see why this estimator works, consider the integrals which the VMC and mixed

estimators attempt to solve:

Ovmvc — J @Tf(ilO\I}T(R) iR (3.72)

o %R O\I/T (R) dR
mixed 7 f(I)o )dR

Suppose that the trial wave function differs from the true wave function only slightly,

(3.73)

so that
Uy = dy + Ad. (3.74)

Then substitution shows that the extrapolated estimator samples

[ ®(R)OV7(R)dRY [ U7(R)OUr(R)dR [ Po(R)OP(R)dR
(f<1>o )dR)_ JUL(R)dR  [OF(R)dR

+ O [(AD)?]
=0+ 0 [(A®)*],

(3.75)

so that the error in the extrapolated estimate is of order (A®)?. However, in order

for this method to be useful, the trial wave function must be of very high quality.
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3.4 Trial wave functions

In VMC, the quality of the trial wave function sets a limit on the accuracy of the
calculation. In fixed-node DMC, this is also true to some extent: the nodes are
determined by the trial wave function, which therefore also determines the fixed-
node error. However, the statistical efficiency of a DMC calculation strongly depends
on the quality of the trial wave function, as this determines the importance sampling.
In addition, from the computational point of view, evaluating the trial wave function
normally constitutes the major part of the calculation. The form of the trial wave
function is therefore very important; it must be both accurate and easy to evaluate.

The wave functions normally used in QMC simulations are of the Slater-Jastrow

type, consisting of a Slater determinant multiplied by an exponential Jastrow factor:

U(X) = /X D(X), (3.76)

where D(X) is a determinant of one-electron orbitals, exactly as in equation (R.13).
In fact, the computation is made significantly faster by the use of wave functions

of the form

U(X) = /X DIRNDYRY). (3.77)

The spin-dependence of the one-electron orbitals in the determinants has been re-
moved, and the evaluation of the two smaller determinants D' and D! is more
efficient than that of the large determinant D. This function is no longer antisym-
metric on exchange of electrons with opposite spins; however, the expectation value
of any spin-independent operator is unaffected by this alteration.

The single-electron orbitals may be obtained from density-functional theory or
Hartree-Fock calculations. The optimal orbitals in these two mean-field schemes
are usually very similar. The nodal surface of the resulting trial wave function
is completely defined by these orbitals, since the Jastrow factor is never zero; for
DMC calculations, this means the expectation value of the energy is not affected by
including the Jastrow factor. However, the variance of the energy is affected, and

the Jastrow factor is an important part of the trial wave function.
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3.4.1 The Jastrow factor

In section P.3 it was shown that a single-determinant wave function takes account
of exchange but not of correlation; the Jastrow factor allows correlation effects to
be incorporated.

The most important correlations are those involving pairs of electrons. These
are included by having a term of the form

= g0, (Jri — 1) (3.78)
i>j
in the Jastrow exponent J(X). Recall that the single-determinant wave function
does nothing to prevent electrons of opposite spin from coming together; this term
keeps these electrons apart, resulting in a significant lowering of energy. Electrons
of like spin are also kept apart more than before, although this affects the energy
less dramatically.

The two-body term of equation (B:7§) does not simply keep electrons apart. Both
the long- and short-range behaviour of u are constrained by theoretical arguments.

When two electrons approach each other, the Coulomb energy diverges; for a
wave function to be an eigenstate of H , this divergence must be cancelled by a
corresponding divergence in the kinetic energy. Such a divergence is produced by
cusps in the wave function: discontinuities in the first derivative with respect to the
distance between the electrons. A full discussion of the cusp conditions is given in
appendix [B.

The long-range behaviour of © may be determined by arguments based on the
random phase approximation of Bohm and Pines [[], and is the subject of chapter [q.
A connection is made between the long-range electron-electron correlations and the
long-wavelength density fluctuations known as plasmons; for a homogeneous system,
the resulting u function has the form 1/w,|r; —r;| in the limit |r; —r;| — oo, where
w, = \/4mn is the plasma frequency.

A function which combines the required short- and long-range behaviour is

1 r
— - |ri—r; |/ 00,
ugigj(|ri rj\) p|ri rj| (1 e J J), (3.79)
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where the cusp conditions require that Fy.o, = /(1 + 00,0,)/wWp.

The introduction of the u function inevitably modifies the density (except in
a homogeneous system). However, it is often the case that the original density is
very close to the true value, especially if it is derived from density-functional theory
calculations. It is therefore desirable to restore the original density profile, and this

motivates the introduction of a one-body term,
Ji(X) =) x(ri). (3.80)

Many and various forms of the function y are in use, but the primary aim is always
to restore the desired one-electron density. With this in mind, a useful estimate [PT]

of the optimal function is

x(r) o In (%) " (3.81)

Here py is the original density, obtained before the introduction of the Jastrow factor;
pu is the density obtained after the introduction of the two-body term, but before

the introduction of y.

3.4.2 Optimisation

In practice, both one- and two-body terms include variational parameters which
are optimised to generate the best possible Jastrow factor.] It would seem natural
to optimise the Jastrow factor by minimising the variational energy produced by a

VMC simulation,
(X a)EL(X; a) dX

Ev(a) = TWX;0)dX

where a represents the set of variational parameters and Ej, is the local energy

(3.82)

defined in section B.3.4. However, it is more common to minimise the variance of
the local energy:

v2 () = LT a) (LX) — By(a)?dX
PR [02(X; a) dX '

(3.83)

"Three-body terms are also often included [B].
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When the trial wave function is equal to an eigenfunction of H , this variance is
reduced to zero. Minimising the variance, rather than the energy, has several ad-
vantages, the most important being that it is much more numerically stable.

Variance minimisation first appeared in the 1930s B2, [] and was used in nu-
merical optimization of trial wave functions by Conroy in the 1960s [[6], [4, [T]. It
was originally applied to VMC by Coldwell [L3], but became popular largely thanks
to the efforts of Umrigar and coworkers [BQ]. Several modifications of the original
scheme exist and are in use [[i{].

The usual way to carry out the minimisation involves correlated sampling. A set
of configurations is generated by a VMC calculation, using an initial set of parameter
values . The variance for a new set of parameter values a (close to the original

set) is then

_ J V(X ap)w(a, ag) (EL(X; o) — By (a))?dX

: 3.84
k(@) [ U2(X; ap)w(a, ap) dX (3:84)

where the variational energy is now calculated as

U2(X; Er(X;a)dX
Ev<04) _ f ( 7060)11](04,060) L( ,Oé) (385)
[ U2(X; ap)w(a, ap) dX
and a weighting factor has been introduced:
U2(X; )

U)(OC,OC()) = m (386)

The number of configurations is, of course, finite, and the integrals indicated here
are approximated by finite sums.

The advantage of the correlated sampling approach is that, in theory, only one
set of configurations needs to be generated. In practice, it is almost always necessary
to generate more than one set of configurations. This is because the minimisation
process may become numerically unstable; this instability is characterised by a few
configurations acquiring very large weights, and leads to incorrect results [E0]. Thus,
once the variance of the weights reaches a certain level, it is normal to regenerate the
configurations (and therefore reset all weights to unity) [P2]. It is often preferable
(particularly in large systems) simply to set all the weights equal to unity [[[G, B3],
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and regenerate the configurations once the minimum has been found. Despite the
difficulties involved in these schemes, they are far more efficient than regenerating
configurations for each set of parameters.

Variance minimisation is not infallible, and several alternatives have been pro-
posed; these include different optimisation functionals [P, [I] or the method of

stochastic gradients [BT]].
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Chapter 4

Errors in QMC simulations

This chapter will describe the most significant errors inherent in extended-system
QMC simulations. Two of these — statistical noise and the fixed-node error —
have already been mentioned in the previous chapter; when attempting to simulate

extended systems, finite-size errors also become important. ]

4.1 Finite-size errors

The QMC methods described in Chapter [J apply to finite systems. To investigate the
properties of materials which have infinite extent in at least one spatial dimension,
some kind of scheme for extrapolation is required.

In practice, such materials are studied by placing a finite set of particles in a
simulation cell, which is then subjected to periodic boundary conditions. This de-
fines a lattice (see figure [L.1]). To complicate things, the particles must also undergo
interactions with their periodically-repeated images; the best way to take account
of this is not obvious. In this report, the particles will be exclusively electrons,
interacting via the Coulomb force, the long-ranged nature of which is a key part of

the problem.

IThe use of pseudopotentials introduces additional errors in the simulation of real atoms, but

these will not be discussed in this work.
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Figure 4.1: Illustrating the lattice generated by the periodic repeat of the simulation cell. Note

that any movement of the particle in the simulation cell is copied by all the images.

The periodic repeat of the simulation cell leads to two distinct kinds of error,

known as the independent-particle and Coulomb finite-size errors.

4.1.1 The independent-particle finite-size effect

The independent-particle finite-size effect is a result of replacing the smooth density
of states of an infinite material with a set of discrete energy levels, as is inevitable
when moving to a finite system. Figure [£.9 illustrates this point; it shows the kinetic
energy per electron of a non-interacting electron gas as a function of the size of the
box in which it is contained. The oscillations evident in figure [I.2 are a result of shell
filling. Each effective one-electron wave function is associated with a wave vector;
the wave vectors are grouped in shells of equivalent magnitude (and correspondingly
equivalent one-particle kinetic energy).

This effect may be described more completely in terms of k-point sampling. In
this context, two cases will be discussed: the periodic boundary conditions may be
imposed on the wave function or (more generally) on the Hamiltonian operator. The

more general case will be described first. In real solids, there is usually an under-
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Figure 4.2: Shell-filling effects. Plotted here is the kinetic energy per electron of a non-interacting

3D electron gas obtained for different system sizes. (The density parameter is ry = 2.)

lying physical periodicity (in addition to the artificial one created by the boundary
conditions); however, in the discussion which follows, all references to periodicity
and lattice vectors apply only to the artificial lattice defined by the simulation cell.

The Hamiltonian operator H is invariant under the translation of any electron
by a lattice vector; such an operation therefore commutes with H, as well as with
other translations:

Here TjR denotes the operator corresponding to translation of electron j by the

lattice vector R.f| Thus it is possible to choose a wave function to which is simulta-

2In this chapter, R will be used solely to refer to a simulation cell lattice vector; there should
be no confusion with the notation of chapter E, in which it represented the vector containing all

the electron coordinates.

59



CHAPTER 4. ERRORS IN QMC SIMULATIONS

neously an eigenfunction of H and of the set of all such translations:

HU = EV (4.2)
Tir¥ = Tg¥ for all R, j. (4.3)

The eigenvalue Tr does not depend on j because of the antisymmetry of the wave
function.
Two consecutive translations correspond to another single translation; it follows
that
TrTr = T(r+r)- (4.4)

The eigenvalues therefore have the exponential form
Tr = * R, (4.5)

where at this stage the components of k are arbitrary complex numbersf] The
unitarity of the translation operator means that the eigenvalues must have modulus

1, which in turn implies that k is in fact real. The result is just Bloch’s theorem:

Tir¥ = e*Ry, (4.6)
Thus, when the Hamiltonian operator is periodic in real space, the wave function
must have the form

T({r:)) —eXp( i ) ({r:}) (4.7)

where TjRU = U. The wave vector k may be reduced into the first Brillouin zone

of the simulation cell: any remaining factors of

exp (zK : ZN: ri> : (4.8)

i=1
where K is a simulation cell reciprocal lattice vector, are periodic and may be

included in U.

3More detail can be found in the book by Ashcroft and Mermin [; this section follows their

proof of Bloch’s theorem.
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There is an infinite number of permissible k-vectors in the first Brillouin zone;
imposing strictly periodic boundary conditions on the wave function, rather than
on H , corresponds to taking k = 0.

However, there is no a prior: reason why this particular k-point should be better
than any other. In a non-interacting system, the single-electron wave functions are
plane waves, and the infinite-system limit is obtained by integrating over all k-
points. In an interacting system, this may also be the ideal approach [b3]. The aim
is always to choose the k-point(s) which best reproduce(s) the infinite-system result;
several studies have investigated ways to achieve this goal in the context of QMC
simulations [[4, BY|. The use of alternative k-points is also discussed in chapter f.

Another way to correct this kind of finite-size error in QMC results is to apply a
correction of the form (EDFT — ERFT) where EYYT and EDFT are the DFT results
for finite and infinite cells respectively. This is a valid procedure because finite-cell
DFT calculations suffer from the same k-point sampling errors, and it is usually
easier to extrapolate the results of DFT calculations to the infinite-cell limit, thus
obtaining E2FT. However, DFT calculations do not suffer from the second type of

finite-size error: that related to the Coulomb interaction.

4.1.2 Coulomb finite-size errors

A requirement of any QMC simulation is the ability to determine the Coulomb
energy of a given configuration. In a finite system, this is trivial; in a finite system
which is designed to model an infinite system, it is not.

Referring to figure [, each ‘real’ electron in the simulation cell must interact
with all the others; there must also be some interaction between these electrons and
the ‘imaginary’ electrons outside the simulation cell.

The conventional approach to this problem is to solve Poisson’s equation for the

charges in the cell with periodic boundary conditions.[] The result is known as the

4Note that the simulation cell as a whole must have zero net charge; all the electron charges

must be cancelled by an equivalent amount of positive charge (provided by ions in real materials,
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Ewald sum; in a system with full three-dimensional periodicity, the potential at a

position r due to a unit charge at the origin is given by

1 47 o’ K?* erfc(Jr + R|/o)  mo?
vg(r) = = — exp (— 1 +zK-r> +§ rTR| ~q (4.9)

where R and K are vectors of the real and reciprocal space lattices. The Ewald sum
is evaluated efficiently because the original charge distribution has been divided
into a smoothly-varying contribution, evaluated in reciprocal space, and a sum of
localised quickly-decaying terms which can be evaluated in real space [[§]. The
parameter o determines this separation, and can be chosen so that both real and
reciprocal space sums converge quickly.

Using the Ewald interaction in place of the Coulomb interaction gives a well-
defined result, the unique (up to an arbitrary constant) periodic solution of Poisson’s
equation. It also tends to the correct 1/r limit as the cell size tends to infinity.
However, for finite cell sizes, it has been shown [B] that this interaction introduces
an additional contribution to the electric field, and therefore to the potential. This
unwanted contribution is known as the Coulomb finite-size error.

With the new interaction, the total electrostatic potentialf] at r is
$(r) =Y qup(r —r;), (4.10)

where the set {q;} represents all the charges in the system. This expression must be
modified slightly to give the potential experienced by the charge ¢;:
$(ri) = > gqjun(ri — ;) + gt (4.11)
J#
The constant £ is the self-interaction potential. It appears because each charge must
interact with its own periodically-repeated images:

¢ =ty (velr) - ). (1.12)

r

or a positive background charge density in the case of the electron gas). If this were not the case,

the potential would be infinite.

5The notation used here follows that of Fraser and coworkers [.
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The operator which gives the total electrostatic energy of the system is therefore

EESW = % Z Qz(g(f'
= Z Z qi (Z q]UE — I‘j + qu) (4.13)

i JF#i
1 A
— 9 Z 4i4; (UE(ri — 1) — 5)
i#J

where the last step follows because the cell is charge-neutral:

Zqi =0. (4.14)

Equation ({.13) shows that any constant may be added to vg without affecting the
total energy, because the same constant is also (by definition) contained in &.
In simulations, the Coulomb energy is conventionally divided into contributions

from electron-electron, electron-ion, and ion-ion interactions:

EEW — EEW L EEW 4 REW (4.15)
where
1 LI 1
S EW - N _
Eo—o - 9 izljzlvE(rZ r]) + 2N§ (416>
J#i

BN = —% > Y Zove(da — 1) (4.17)

EPY — Z Z ZoZgug(dg — dg) + Z zZ%¢. (4.18)

Here, there are N electrons and M ions; the sets {d,} and {Z,} denote the positions
and charges of the ions. Although the total energy is independent of the constant
term in the Ewald interaction (and therefore of &), the individual contributions are
not.

The expectation value of the electron-electron part of the Coulomb energy is

EEW — X)|*) op(r; — ;) dX + Nf (4.19)

cell i>j
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EEW

o e 1nto

To understand the origin of the finite-size error, it is helpful to separate
Hartree and exchange-correlation terms. For this analysis, the two-electron density
is required:

n(r,x) = [ [UX)?> 6(r—r;)d(r' —r;) dX. (4.20)
cell i£j

With this definition, the electron-electron energy becomes

1 1
EEY — 3 // n(r,r)og(r — ') dr dr’ + §N§. (4.21)

cell
If the electrons were completely uncorrelated, then the two-electron density n(r,r’)
would simply be the product of the one-electron densities n(r) and n(r’). However,
the electrons are not uncorrelated; the relationship between one- and two-electron

densities defines the exchange-correlation hole:
n(r,r') = n(r)n(r’) + n(r)nxc(r,r’). (4.22)

The exchange-correlation hole describes the way that electrons avoid each other; the
reduction in the electron density at r when one electron is fixed at r’ is described
by nxc(r,r’). Integrating equation (f:29) with respect to r’ reveals the important
property
/ nxc(r, ') dr’ = —1. (4.23)
cell
This is a manifestation of the fact that the hole consists of the absence of a single

electron from the overall density.

Applying this to equation (fL:21]) gives

EEW = — // Nog(r — ') drdr’ + // r)nxc(r,v)[vg(r — r') — &) dr dr’

cell cell

= Una + Uy
(4.24)
The first term, the Hartree energy, is the classical self-interaction energy per simu-
lation cell of a static periodic charge density n(r) (compare equation (R.11))). The

second term is the interaction energy of the electron with the exchange-correlation

hole; this dynamical correction appears because the electron motions are correlated.
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The Ewald interaction v is the correct interaction to use for the Hartree energy,[]
but not for the exchange-correlation energy. The reason for this is that the entire
exchange-correlation hole (a total charge deficit of one electron) is contained within
the simulation cell; there should be no images of the exchange-correlation hole.
The Ewald interaction, which includes the effects of image charges, is therefore

inappropriate for the calculation of Uxc.

4.2 Fixed-node errors

After many time steps, the walkers in a conventional DMC simulation are distributed
according to the fixed-node density W WEN rather than the desired density W W,.

Any fixed-node estimate of the ground-state energy must be variational: E§N >
Ey. The equality holds only when the nodes are exact; while this may be achievable
for a one-electron system, it is almost impossible in many-electron calculations.
An indication of the difficulty in correctly guessing the nodal surface is the high
dimensionality of that surface: (Nd — 1), for a system of N electrons moving in d
dimensions. It is not possible to deduce the nodal surface from the condition that
the wave function be zero when two electrons coincide: this defines a surface of only
(N — 1)d dimensions.

The fixed-node approximation is uncontrolled; the size of the error it introduces
cannot be calculated analytically. It is not surprising that a great deal of time and
effort has been devoted to overcoming this problem, with limited success.

The release-node algorithm of Ceperley and Alder [[J] uses separate populations
of positive and negative walkers which are allowed to cross the nodes of the trial
wave function. The problem with this method is that both walker populations grow
geometrically in time, leading to exponentially-increasing statistical fluctuations;

the method becomes a race to obtain convergence to the ground state before the

6 Although the Hartree energy defined by equation () depends on the value of £, the total
energy does not, because of the corresponding terms in the ion-ion energy. The exchange-correlation

energy defined by the same equation does not depend on &.
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fluctuations become too large. The problem worsens for large systems, because the
fluctuations increase with the system size.

An alternative approach is to include backflow correlations in the trial wave
function A5, f[g]. The orbitals which make up the Slater determinant contain pa-
rameters which are to be optimised; the nodes are therefore no longer fixed. Of

course, optimising these parameters also incurs an extra computational overhead.

4.3 Statistical noise

The entire philosophy of Monte Carlo methods is based on random sampling. As
such, the result of any QMC calculation is subject to statistical fluctuations, unless
the trial wave function is an exact eigenfunction of the operator being measured.
One of the advantages of QMC cited in chapter J is the scaling of the expected
statistical error, which is proportional to 1/ V/N, where N is the number of sampled
configurations. While this is certainly better than grid-based methods for evaluating
high-dimensional integrals, it does not represent rapid convergence.

Assuming that the wave function has not been guessed correctly, estimating the

statistical error in the result is important. If the recorded values are {O; : i =

1,...,N}, with mean O, then the sample variance is
| X

If the samples are independent, this is a good estimator for the true variance o?; an
estimate for the standard deviation of the mean value (which is an indicator of the
expected size of the error) is then sy_1/v/N.

However, successive sampled points in a QMC calculation are usually correlated.
The calculation of the expected error is then more complicated. One way around

the problem is to group the data into blocks:

~ 1
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Here M is the block length. If M is large enough, then successive values of O; will
be uncorrelated; this occurs if M is greater than the correlation length of the data.
The new error estimate is given by equation (E25) with O; replaced by O; and N
replaced by the number of blocks.

If M is not sufficiently large then the blocking method gives an error estimate
which is too small. Thus a way of determining the correct block length is to increase
M until the calculated error reaches a plateau; this is then the best error estimate.
This technique may not be possible if the correlation length is very long or there are
insufficient sample points.

In both VMC and DMC, the correlation length depends on the time step. If
the time step is too small, then it takes many steps before a configuration changes
significantly; however, if it is too large, then too many steps are rejected, and the

time required to generate the next uncorrelated configuration is also large.

4.4 Surface calculations

There are several additional challenges which must must be met when dealing with

surfaces, which will be detailed in the rest of this chapter.

4.4.1 System geometry

In order to study surfaces, it is usual to simulate slab systems (with two surfaces);
using only a single surface creates problems with the boundary conditions.

The aim is to model a slab with infinite extent in two dimensions, but the simula-
tion cell must be finite; it is therefore normal to apply periodic boundary conditions
to the cell. However, rather than applying these conditions in two dimensions, most
surface calculations use fully three-dimensional periodicity. In addition, it is con-
ventional to use the 3D version of the Ewald interaction; thus the system actually
being simulated is a stack of slabs, as shown in figure [L.3.

In density-functional and other mean-field calculations, this is not important.
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simulation cell

Figure 4.3: The effective system when applying periodic boundary conditions to the simulation
cell. The shaded areas represent the positive background; the electron density is similar, though

with less sharply-defined edges.

The electronic wave functions decay exponentially outside the slab, and any inter-
action between slabs is negligible.

However, in QMC calculations, this is no longer true. Rather than a smooth
charge density, there is now a collection of individual electrons. Using the 3D Ewald
interaction (which is equivalent to applying periodic boundary conditions in all three
dimensions) introduces Coulomb finite-size errors; these were described in section
ET32. The form of the errors is not quite the same as in bulk systems: it is closer
to that created when attempting to model a defect in an infinite system by using
periodic boundary conditions (and thus repeating the defect).

It is not strictly necessary to use the 3D Ewald interaction, or to apply periodic
boundary conditions in the direction perpendicular to the slab; the quasi-2D version

of the Ewald interaction will be discussed later.
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4.4.2 The surface energy

The energy per electron of a finite slab system is

2A0

€slab = bulk + (4.27)
where A is the area, o is the surface energy, N is the number of electrons and ey
is the energy per electron in the bulk material. The factor of 2 appears because
there are two surfaces in a slab. In fact, this formula strictly only holds in the limit
of an infinitely wide slab; for slabs of finite width, the energy per electron may also
display oscillations [[g]. In order to calculate the surface energy, one must therefore
consider a slab which is sufficiently wide to render these oscillations unimportant;
unfortunately, the wider the slab, the closer €4, becomes to €y, and the harder is

the calculation of the surface energy:

o= %(eslab — €bulk)- (4.28)
This is one of the major problems in surface energy calculations: extremely high
accuracy is often required, because the difference of two very similar numbers must
be taken.

The situation is helped if the systematic errors in ey and €4, are the same,
and cancel; however, the fundamental differences between slab and bulk calculations
mean that this cannot generally be relied on.

The difficulties of surface energy calculations are exemplified by the simplest of

surface systems — a slab of electron gas — which is described in the next chapter.
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Chapter 5

The jellium slab

Historically, the electron gas (jellium) has been the proving-ground for electronic
structure methods [[3, B7;f] without the additional complication of real ions, it
provides the first basic test. The jellium slab, or quasi-2D electron gas, is the
simplest surface system available, and is used as the subject of or test system for

most of the work contained in this thesis.

5.1 Defining the system

A homogeneous electron gas is specified by the single parameter r,. This is the
radius of a sphere of size equal to the average volume of space per electron, which

implies that the electron density is given by the relation

n— > (5.1)

= 5
dmr?

The electron gas may be used as a crude model for a metal. Typical metallic densities
correspond to the range 1 < ry < 4; in this work, the density parameter appropriate

to aluminium (r; = 2.07) has been used.

! Accurate studies of the electron gas are important in their own right, because (among other rea-
sons) they provide the information on which exchange-correlation functionals (and hence density-

functional theory calculations) are based.
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The jellium slab is an electron gas with finite extent in one of the three spatial

dimensions. There are different ways to constrain the electrons to a slab: two will

be described here.

5.1.1 Constraining the electrons

The first and more usual way to define the slab is to set up the following background
charge density:

3/(4nrd)  0<z<s
0 otherwise.

This fixes the slab width s. In a QMC simulation, a finite number of electrons must
be used. The number of electrons then determines the size of the simulation cell in
the zy-direction; the cell extends from —oo to oo in the z-direction. The integral of
the electron density over z is equal to that of the positive background density; this
is another way of saying that the system is charge-neutral.

The electrons are constrained by the attractive potential of the positive back-
ground, and pushed apart by their own mutual repulsion and kinetic energy. A
typical electron density profile for this form of the jellium slab is shown in figure
F.1. Some electrons spill out of the slab into the vacuum region; standing wave
oscillations caused by reflection of electron waves from the confining potential are
evident, decaying from the edge of the slab towards the centre [[[7]]. The oscillations
are more pronounced when a small number of electrons is used.

It is also possible to constrain the electrons further, by imposing infinite barriers
at z =0 and at z = s. Electrons are no longer allowed to spill out into the vacuum
region; the resultant density is shown in figure p.2 This is the infinite barrier
model; the term jellium slab is usually reserved for the unbounded system, and this

convention will be applied here.
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Figure 5.1: Electron density profiles for a conventional jellium slab with r; = 2.07 and s = 17.64248.
The profiles are obtained from LDA calculations and demonstrate the effect on the electron density
of using a cell of finite extent in the xy-plane. Because rs and s are fixed, the cell size is determined

by the number of electrons.

5.2 The surface energy of jellium

One way in which the jellium slab differs from real materials is that the positive
charge is fixed arbitrarily, and does not need to be in mechanical equilibrium; a
consequence of this is that the surface energy of jellium can be negative for cer-
tain densities. This means that the accuracy problem discussed in section [.4.9 is
magnified.

The first DFT study of the jellium surface was carried out by Lang and Kohn
[ using the LDA; since then, several other investigations have been performed,
using various exchange-correlation functionals of greater sophistication [[[9 B§. A
summary of the exchange-correlation contribution to the surface energy for the dif-

ferent functionals is contained in the paper by Yan and co-workers [BH]. Surface
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Figure 5.2: Electron density profiles for a bounded jellium slab, obtained in LDA.
energies are usually quoted in erg cm~2 or eV A=2: the conversion factors are
1 mHa bohr™? = 1556.8928 erg cm ™2 = 0.097173615 eV A (5.3)

Yan’s summary also includes results obtained from the Fermi-hypernetted-chain
methodf] and from fixed-node DMC.

The fixed-node DMC simulations were performed initially by Li et al. [53]; their
results were later extended by Acioli and Ceperley [[]. Both groups attempted to
model an infinite slab by applying periodic boundary conditions (as described in
chapter f). Although this is the usual way to calculate the jellium surface energy
in QMC, it is not the only one. Sottile and Ballone [/ simulated jellium spheres
using fixed-node DMC; for these finite systems, there are no finite-size errors. DF'T

simulations of jellium spheres were later carried out by Almeida, Perdew and Fiolhais

8-

2The Fermi-hypernetted-chain technique is a variational wave-function based method [[i2, [i;

it will not be described in detail in this work.
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Yan and his co-authors demonstrate that the various DFT methods all give
broadly the same values for the surface energy. More interestingly, these results
also agree with the DMC results obtained by Sottile and Ballone using finite jellium
spheres, but not with the extended-slab calculations of Acioli, Ceperley, Li et al.: the
extended-slab DMC surface energies appear too large. In a recent paper, Pitarke [[[]
points out that Acioli and Ceperley incorrectly compared fixed-node slab energies
with release-node bulk energies, and therefore overestimated the surface energy.f]
He argues that using the fixed-node bulk energy brings the DMC results closer to
those obtained using DFT; however, they remain in disagreement, and the same
correction does not apply to the earlier work of Li et al. It seems increasingly likely
that the extended-slab DMC calculations were inaccurate.

Focusing on one density (ry = 2.07) which is very often studied, some different

values calculated for the surface energy are:

e —420 + 80 erg cm~? (Acioli and Ceperley [, fixed-node DMC), corrected to
—554 4+ 80 erg cm 2 (Pitarke [[(T]);

e —465 + 50 erg cm™?2 (Li et al. [FJ], fixed-node DMC);

e —610 erg cm™2 (Yan et al. [R5, LDA);

e —533 erg cm 2 (Yan et al. [B], wave vector interpolation based on the GGA);
e —690 erg cm™? (Perdew et al. [B§], GGA);

e —567 erg cm 2 (Perdew et al. [6], meta-GGA);

e —553 erg cm™ 2 (Kurth and Perdew [[4], combination of random phase approx-
imation and LDA);

—587 erg cm™?2 (Kurth and Perdew [[4], combination of random phase approx-
imation and GGA).

3The surface energy is negative; the ‘overestimate’ referred to here is a result which is insuffi-

ciently negative, and therefore smaller in magnitude than the true value.
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The DMC results clearly lie above those obtained in DF'T. More evidence is provided
by Almeida et al. [f], who studied the jellium sphere system, and were able to match
their DFT surface energies with Sottile and Ballone’s finite-system DMC results over
a range of densities (although the precise value r; = 2.07 was not included in their
calculations). With the correction suggested by Pitarke, the calculation of Acioli
and Ceperley is brought closer to the DFT results, but this correction cannot be
applied to the calculations of Li et al.

In addition, both groups (Li et al. and Acioli and Ceperley) applied only the
independent-particle finite-size correctionf] to the slab energies, and not the Coulomb
correction. The Coulomb finite-size correction would increase the slab energies;
because the corresponding bulk energies were fully finite-size corrected, making the
correction would raise the DMC surface energy still further, increasing the difference
between the DMC and DFT results. Almeida believes the combined DFT-RPA
calculations to be currently the most accurate, putting the surface energy between
—550 and —590 erg cm ™2,

At this density, the separate contributions to the surface energy are individu-
ally sizeable, but cancel as a whole; Pitarke and Eguiluz [[J give the following

breakdown:
e 0, = —4643 erg cm~? (kinetic);
e 0., = 1072 erg cm 2 (electrostatic);

e 0,.= 3007 erg cm™? (exchange-correlation).

This is the opposite of the ideal situation, and is partly why jellium surface energy
calculations are particularly difficult.

A relative error of 10% in the surface energy o corresponds to around 50 erg
cm ™2 or 0.03 mHa bohr=2. Using equation ([:2§) to calculate o, and assuming that

there is no error in the bulk energy gives

N 3s
Ao = ﬂAeslab = WAeslab' (54)

S

4These finite-size errors are discussed in chapter [
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Here Acg.y, is the error in the calculated energy per electron of the slab and Ao is
the resultant error in the jellium surface energy. Equation (p.I]) has been used to
relate the number of electrons per unit area N/A to the density parameter 5. For a
slab width of 20.0, setting Ao = 50 erg cm 2 gives Aegap &~ 0.1 mHa (or 3 meV) per

electron. This gives an idea of the accuracy needed in the Monte Carlo simulations.

5.3 Preliminary investigations

The surface energy of jellium is defined in the limit of an infinitely-wide slab with
infinite extent in the xy-direction. In DFT, it is possible to achieve one of these
limits. Because the external (background) potential does not depend on x or y, the
system is homogeneous in the xy-plane; the non-interacting Kohn-Sham orbitals

have the simple form
ey (1) = 1 ()11 (5.5)

The density of states in k|-space is therefore constant, and extrapolation to a system
with infinite xy-extent is trivial. This is how the infinite-system density profiles
displayed in figures p.1 and p.9 were obtained.

Unfortunately, this simple extrapolation is not possible in QMC simulations,
which must use a finite number of electrons; for this reason, it is useful to study
finite cells in DFT.

The DFT simulations are carried out on a grid in the z-direction which extends
for some distance outside the slab, using a code supplied by Pablo Garcia-Gonzalez
[BG]. It is important to ensure that the results are converged with respect to both
the number of grid points used and the spacing of these points (or equivalently, the
effective cell size in the z-direction, which will be denoted as w).

Figure p.3 shows the results of convergence testing, for both the finite and infinite
horizontal cells. Cells of two different lengths in the z-direction have been compared:
even the smaller of these is around five times larger than the slab width, and the
figure demonstrates that in this regime the cell size is unimportant. What matters is

the sampling of the slab region: this is why the results for a cell size of 105 with 512

76



CHAPTER 5. THE JELLIUM SLAB

'9.125 T I T I T I T I
X —-8.735

T -013f
£ —-8.74
3 - )
T 1 t
c ~
R 9135 £
’56 —-8.745 &
8 L ®
5 , 3
£ ¥
£ 9141 E
s —-8.75 %
5 i
3 . B
? GO Infinite cell for w~ 210 b 5
g -9.145- GO Infinite cell for w~ 105
> . —-8.755
g %—x Finite cell for w~ 210
w I %—x Finite cell for w~ 105 |

-9.15

| | | | |8
0 2000 4000 6000 8000

Number of grid pointsin z-direction

Figure 5.3: The LDA energy per electron as a function of the number of grid points. Cells of size
w ~105 and w ~210 are compared, both for finite systems containing 360 electrons and for systems
infinite in the xy-direction. Note that the two vertical scales are offset. The slab width is 17.64248;
the density parameter is rs = 2.07. The length of the cell in the z-direction varies slightly as a
function of the number of grid points; this is to ensure optimal sampling of the important slab

region.

grid points are the same as those for a cell size of 210 using 1024 points. In addition,
the error caused by using an insufficient number of grid points is approximately the
same for both the finite and infinite systems: the two vertical scales are the same,
distinguished only by a constant offset. For a system of size w ~ 105, using 1024
grid points ensures that the finite-size error is less than 0.01 mHa.

The energy per electron in the slab system shows a more interesting (and more
relevant, from the point of view of a surface energy calculation) dependence on the
slab width. This is shown in figure p.4 Rearranging equation ([.27) slightly gives

the slab energy per electron for a particular density as a function of the slab width:
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rs = 2.07, the number of electrons is 360 and the cell size in the z-direction is around 105.

8rric
3s

When r, = 2.07, the surface energy is negative, which means that ey, should tend

(5.6)

€slab = €pulk T

to the bulk value from below as the slab width s is increased; this behaviour is
exhibited by the infinite-system curve in figure p.4. The figure also shows that the
errors introduced by using a finite simulation cell can be significant (~ 1 mHa).

The small oscillations in the infinite-system curve are caused by sub-bands: as
the slab gets wider, more sub-bands begin to be filled. They decrease in magnitude
as the slab becomes wider; the true surface energy is defined in the limit of infinite
slab width, when they disappear altogether.

To calculate the surface energy within DFT using equation ([.2§), the energy
per electron in the bulk system (the homogeneous electron gas) is required. The

correct approach is to use the same exchange-correlation energy functional in the
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Figure 5.5: The surface energy as a function of slab width, calculated using different values of
the bulk energy. The middle curve uses the Perdew-Wang parameterisation [@l] of Ceperley and
Alder’s early QMC results [[LJ], which was the functional employed in the slab calculation. The
upper curve is from the Perdew-Zunger [ paremeterisation of the same results; the lower curve

is from the Perdew-Zunger parameterisation of Ortiz and Ballone’s later QMC calculations [@]

slab and bulk calculations; figure p.5 shows the effect of using the wrong bulk energy.
This figure, though simple, emphasises the important requirement that the bulk and
slab calculations must be carried out consistently. The error in the surface energy
induced by using an incorrect value of the bulk energy increases with the slab width.
If it is not possible to carry out consistent slab and bulk calculations, it is better to
use slab results only and to deduce the surface energy by fitting €., against 1/s.

Pitarke and Eguiluz [[[Z] analysed the oscillations in the infinite-system curve
using the infinite barrier model, and showed that they should have a wavelength of
Ar/2, where the Fermi wavelength is

40\ /3
Ap = 277 (9—) : (5.7)

(0

When r; = 2.07, the Fermi wavelength is 6.78. The wavelength of the oscillations
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Figure 5.6: The components of the LDA surface energy as a function of the slab width. All the

surface energies are given in mHa bohr—2.

visible in figure is around 3.88, which corresponds approximately to Ap/2. This
may be seen more clearly in figure p.f, which shows the different components of the
surface energy. The oscillations in the kinetic, electrostatic and exchange-correlation
contributions to the surface energy largely cancel each other out. In particular, the
cusps which are present in all the individual components do not appear in the total
surface energy. The magnitude of the oscillations in the total surface energy is

around 0.03 mHa bohr=2, or 10%, for a slab width of 10.

5.4 The jellium slab in QMC

The Kohn-Sham orbitals obtained from the DFT calculations are the foundation
for the QMC trial wave function (equation (B.77)); they are the components of the
Slater determinant. The usual procedure is then to improve on the determinantal

wave function by adding a Jastrow factor with a successively increasing number of
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Figure 5.7: The distribution of configuration energies, before and after variance minimisation.
10000 configurations have been included; the Jastrow factor was of the form introduced in section
and described in detail in section p.3. Optimisation of both u and x terms was allowed; The

minimisation was performed without reweighting.

terms. Each term includes parameters which are to be optimised using the variance
minimisation technique described in section B.4.2

This procedure was found to be unsuccessful for the jellium slab system. The
possible reasons for the failure of variance minimisation will be discussed in this
section. Typically, the variance minimisation proceeds initially as expected: the
variance of the local energy of the first set of configurations is reduced, along with
the mean value. However, when a new set of configurations is generated with the
modified parameters, it is subsequently found that the mean and variance of the
local energy of the new configurations have both increased. This is illustrated in
figure p.7.

The new configurations are physically more spread out than the old: the electron

density outside the slab increases, while that inside decreases. This has the effect of
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reducing the average kinetic energy at the expense of increasing the potential energy
by a larger amount.

The problem occurs both when reweighting of configurations is used and when
it is not. This suggests that the cause is not outliers (configurations with energy far
from the mean). Figure p.7 shows that the energy distributions are close to being
Gaussian, with only slightly ‘fat” upper tails.

The configurations sampled initially do not include any with electrons far outside
the slab; the electron density decays sharply to zero here, as can be seen in figure p.1].
After the first stage of variance minimisation, the Jastrow factor is altered so that
the electron density extends much further outside the slab; therefore the next set
of configurations which are generated will sample a different region of configuration
space to the old set. The effect of pushing many electrons into the vacuum region,
and the consequential increase in the potential energy, cannot be ‘known’ in advance
by the variance minimisation routine: no such configurations have been sampled.
This suggests that the process may be corrected by modifying the initial sampling
distribution to include these configurations. Unfortunately, this approach did not
work; the procedure remains unstable, with the mean and variance of the local
energy usually worsening after each iteration.

Without reweighting, the object of the variance minimisation step is to minimise

the following quantity:

O({X;;a}) = Z[EL X;;a) — ZEL X;;a) ] . (5.8)

)

As before, o denotes the optimiseable parameter, {X;} is the set of configurations
and FE, is the local energy. This may be split into kinetic and potential terms; the

potential energy does not depend on «:

2

O({Xia}) =) {Ti(a) —T()+V, = V| . (5.9)

7
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At the minimum f] this quantity must be stationary, giving

50 =2 T T v Gy G =0 G

J

As well as the desirable minimum, when FE is constant, there is at least one other
stationary point, when 97;/0« is constant; it is not trivial to determine whether or
not this is a (local) minimum. It may be the case that there is a false minimum for
the jellium slab in which the variance minimisation procedure becomes stuck.

The question of the correct form for the Jastrow factor is also a difficult one.
If the form is wrong, giving too much or too little flexibility, then the variance
minimisation procedure cannot be expected to work. Several different forms for
both the one- and two-body terms were tested and found to be equally unsuccessful
under variance minimisation.

The result is that in order to perform realistic VMC or efficient DMC simula-
tions, manual optimisation is required. One parameter is adjusted at a time: VMC
simulations for different values of the parameter are performed, and the results are
fitted to a quadratic form.

The traditional u function described by equation (B.79), which has been success-
ful in simulations of the homogeneous electron gas, was used in the calculations of
chapter fl. Including this two-body term causes electrons to spill out of the slab;
the one-body term must restore the correct electron density, as discussed in section
B-41.

Chapters [] and § are devoted to improving the Jastrow factor; the new version

is used in the calculations of chapter P}

5For an exact eigenstate, the true minimum has O = 0; however, this point is not generally

accessible.
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Chapter 6

The modified periodic Coulomb

interaction in quasi-2D systems

Finite-size errors related to the implementation of the Coulomb interaction in pe-
riodic systems were described in chapter [ In systems with 3D periodicity, it has
been shown [P that using the Ewald interaction introduces an error which decays
as the reciprocal of the number of electrons in the system. An effective cure for
this finite-size error has been found: the model periodic Coulomb (MPC) interac-
tion [B4], which has the additional benefit of being significantly less computationally
expensive than the Ewald sum. In this chapter, the theory of the MPC interaction
will be outlined, and the extension of the interaction to quasi-2D systems will be

investigated.

6.1 The MPC interaction

The analysis of the Coulomb finite-size error in section is not specific to systems
with 3D periodicity. There, the problem was shown to be caused by the use of the

Ewald interaction in the exchange-correlation energy:

Uz = %// n(r)nxc(r, v’ )|vg(r — ') — ] drdr’. (6.1)

cell
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In fact, since the exchange-correlation hole is contained entirely within the simu-
lation cell and converges to the shape it would have in an infinite system rapidly
as the system size increases, the correct interaction should have the usual Coulomb
1/|r — r/| form, with the proviso that the vector (r — r’) is first reduced into the
Wigner-Seitz cell of the simulation lattice. This reduction of (r — r’) is known as
the minimum image convention, and ensures that the interaction remains periodic

(as it must). The correct interaction will be written f(r —r’), where

flr—1") = ! : (6.2)

|(r — )
The solution to the problem is therefore simply to replace [vg(r — r') — £] with

f(r—1') in equation (p.1)):

UMPC — ~ // r)nxc(r,r’) f(r — ') drdr’. (6.3)

cell

The total electron-electron interaction energy is then

EMPC UHa 4 UMPC

zzijvanr%ﬂr—rﬁdrﬁ“ (6.4)

cell

// Jp(r — 1) — f(r — /)] drdr’.

cell

The ground-state wave function ¥ associated with this expression for the electron-

electron energy must minimise the total energy
E[W] = (U|T + Ve |¥) + EYC[9], (6.5)

where T and Vi are operators for the kinetic energy and the external potential.
At the same time, normalisation of ¥ must be preserved; this yields the variational
principle

S(E[V] — ANT|¥)) =0 (6.6)
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where )\ is a Lagrange multiplier, and thus

(T + Vs + Z/ Yo (ri, v') — f(rs,r')] dr’
+Y flriry) - )\)\If(rl .ry)=0. (6.7)

i>j
This is an eigenvalue equation for U:
(T + Ve + HYC) U = AU, (6.8)

where the required term in the Hamiltonian is
=3 [ st - frrad + Y ) (09)
i>j

However, the eigenvalue A\ does not correspond to the energy:

A = (U|T + Vi + HYEC|W) (6.10)
# E[V].
The relationship between HMPC and EMPC is the following:
BMPC = (FPOY // Jvp(r —r') — f(r — /)] drdr’. (6.11)

cell

In a DMC simulation, the modified Hamiltonian term HMPC should be used to
calculate the drift vector and the branching probability; this will ensure that the
distribution converges to the correct wave function. However, when the goal is to
estimate the ground-state energy, equation (B.11]) should be used.

To evaluate HMPC or EMPC during a simulation requires a knowledge of n(r),
the electron density. In general, this is not known exactly before the simulation
begins. However, a good approximation may be obtained from the independent-
particle calculation, which is already required for generating the orbitals in the trial
wave function.

When using this approximation, it is possible for the resultant QMC density
to differ from the approximate density used to calculate the electron-electron in-

teraction energy during the simulation; the calculation is then not self-consistent.
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However, as long as the density and wave function are close to their ground-state
forms, this lack of self-consistency is not important; the energy calculated in QMC is
not sensitive to small errors in the approximated density, as the following argument
shows.

The estimated density will be denoted n; the QMC energy now depends on both
n and U:

E[W; 7] = (U|T + Vi + HYEC[R] W) — % // (r)a(r)[vg(r, ') — f(r,x')] drdr'.

(6.12)
When the ground-state density is estimated correctly (7 = ng), the energy is min-

imised by the true ground-state wave function:

0

— E[V; n0]> =0. (6.13)
(5\11 U=

This is just a restatement of the variational principle. A similar condition applies

to the estimated density:

i n| = ') — a()|ve(r — ') — f(r — /)] dr’
Bl = [ o) - A 1)~ -l (61)

where n is the QMC density corresponding to V. It follows that when the calculation

is self-consistent

n=n

(%E[\If7 ﬁ]) = 0. (6.15)
The implication of equations (f.13) and (B.17]) is that when ¥ = ®; and n = ny,
the energy is stationary with respect to both ¥ and n; therefore, when both these
functions are close to their ground-state forms, the error in the calculated QMC
energy is second-order in (¥ — ®¢) and (7 — nyg).

Equation (B.9) illustrates the reason for the improvement in speed achieved by the
MPC interaction. Two-body interactions require O [N?] operations, while one-body
interactions require only O [N]; the only two-body term in the MPC interaction is
f, which is a much simpler function to evaluate than the costly vg. The remaining

term in equation (B.9) is effectively a one-body potential.
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6.2 Quasi-2D systems

In the past, slab calculations have often been performed using the 3D Ewald inter-
action. As described in section [L.4], this means that the system being simulated is
actually a stack of slabs, and leads to finite-size errors in QMC simulations.

The quasi-2D generalisation of the Ewald potential was first published by Parry
B3, b4], although the original derivation is unconvincing. An alternative derivation
is presented in appendix [A]. As in the 3D case, the potential is the periodic solution
of Poisson’s equation, although the periodicity is now only in two dimensions. The

resulting formula,
1 Ir — R 27 z O 22
() 5 (D)
vg(r) Z|r—R\ erc( - ) T {zer - —|—ﬁe }
R
k k .
+ ; & [e‘kz erfc(% — g) + e** erfe (% + g)} ek,

is more awkward than the 3D version. As in the 3D sum, o is the convergence

(6.16)

parameter, which is chosen to ensure that both the real- and reciprocal-space sums
converge quickly; R and k represent real- and reciprocal-space vectors of the 2D
lattice defined by the simulation cell, which has area A.

The discussion presented in the previous section applies equally to 3D and quasi-
2D systems; the MPC interaction should reduce finite-size errors in both.

There are some subtleties in the implementation of the alternative interaction in
quasi-2D systems, however; these relate to the calculation of the first term on the
right-hand side of equation (B.9), the one-body potential. This term is expressed

using the 3D Fourier transforms
1 ik-r
nk=— [ n(r)e™"dr (6.17)
Q2 Ja
1 ,
o= [ foel) = F) (619)
Q

so that it becomes

Q Z Z nygre™ . (6.19)
ik
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Since the transforms can be pre-calculated, the one-body term is not computation-
ally costly. The use of 3D transforms means that the simulation cell may no longer
have infinite extent in the non-periodic direction. To avoid overlapping, the electron
density must be restricted to a range w, where the size of the simulation cell in this
direction is at least 2w.[] The requirement of finite extent is not unreasonable for
quasi-2D systems: the electron density usually tends exponentially to zero beyond

a certain point.

6.3 Results

In this section, the quasi-2D versions of the MPC and Ewald interactions will be
compared; the test system is the jellium slab described in chapter fl. The chosen
density parameter is 2.07, which corresponds to aluminium; this density is very
frequently studied. The simulation cell is square in the zy-plane, with the size

determined by the number of electrons being used:

4 N3
L= 5. 6.20
V5 (6.20)

The number of electrons is N, while s is the slab width, chosen to be 18.63 in

these investigations. At this width, LDA calculations reveal that six sub-bands are
occupied.

The trial wave function is defined by the following set of equations:

U(X) = /X DIRNDYRY) (6.21)
J(X) = - Z Ui, (Ti5) + Z x(zi) (6.22)

A T'ij T?j
Ug,o, (Tij) = o~ 1 —exp 7 exp| — 73 (6.23)
1] 003 c

X(zi) = Z ¢ sin kz;. (6.24)
k

The motivation for choosing this form for the trial wave function was detailed in

section B.4.1. The variational parameters are A and cy; oo, is related to A by the

IThis enforced zero-padding is standard when calculating a convolution [@]
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Figure 6.1: The total VMC energy per electron as a function of system size, comparing the Ewald
and MPC interactions. The exchange energy given by equation (5.25) is also plotted (note the

different vertical scale). Energies, as usual, are in Ha.

cusp conditions (see section B.4.1] and appendix B). Note that the geometry is such
that x(z;) is symmetric about the centre of the slab. The value of the parameter
L. is chosen to ensure that u(r;;) decays to zero before r;; approaches the size of
the simulation cell; this avoids introducing unwanted gradient discontinuities into
the wave function. The single-electron orbitals which make up the determinants D'
and D! are taken from LDA calculations.

Both VMC and DMC simulations were performed; the results are shown in figures
6.1 and b.3. Because of the difficulty of optimising the variational parameters in
the Jastrow factor, the VMC simulations were carried out with no Jastrow factor

in order to avoid introducing a bias caused by optimisation of varying quality. For
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Figure 6.2: The total energy per electron as a function of system size, obtained using fixed-node

DMC.

this reason, the exchange energyf] is also plotted in figure B.1]:

Ex==3)_ Z / / [vB(r = ') = €] 05 (1) (r) o (¥) 05 (x') dIr ! (6.25)

cell

where ¢, is the nth single-electron LDA orbital. Since the Jastrow factor cannot
alter the location of the nodes, and therefore does not affect the fixed-node DMC
energy, it was included in the DMC trial wave functions to improve efficiency.

A correction of the form (ELPA — ELPA) has been applied to all the results to
account for the independent-particle finite-size effect (see section [L.1.0]).

It is evident from figures .1 and .9 that the results obtained using the MPC and
Ewald interactions are in good agreement, both displaying a fairly slow convergence
with respect to the system size. This is unexpected, and contrasts with the 3D

case, where the MPC interaction improves the rate of convergence significantly; the

2This quantity is not the true exchange energy, which requires optimised Hartree-Fock orbitals;

rather, it is a hybrid of the LDA and Hartree-Fock theory.
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Figure 6.3: The time taken to calculate the electron-electron interaction during an 8000-move

VMC simulation, comparing the quasi-2D versions of the MPC and Ewald interactions.

reasons for this will be discussed in the following sections. The slow convergence of
the QMC results is reflected in the exchange energy.

An area in which the new interaction does improve on the old is computation
time, which is illustrated in figure f.3. The figure clearly shows that in these calcu-
lations, the time required to calculate the Ewald interaction is O [N?]. The MPC
calculation should also be dominated by the O [N?] term for large system sizes, but
the two-body function being evaluated is much less costly; for the system sizes used
here, the O [N] term also contributes significantly. The time required for the MPC
pre-calculation is not included in the figure; for any serious calculation it is negligi-
ble in comparison with the time spent evaluating the electron-electron interaction
energy during the simulation itself.

In the DMC simulations of the jellium slab, evaluating the electron-electron
interaction using the quasi-2D Ewald method takes up a significant fraction of the

total calculation time (often more than 50%). Figure p.J shows that the MPC
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interaction is nearly two orders of magnitude faster than the Ewald; this is a more

dramatic improvement than in the 3D case.

6.4 Analysis

The results presented in the previous section demonstrate that although the quasi-
2D MPC interaction does enjoy the expected advantage in speed over the Ewald
sum, it does not reduce the finite-size errors.

This may be understood by considering the expected error incurred by using the

Ewald interaction, following the arguments of sections and B.1):

EPW — EMPC = % / / n(r)nxe(r, ¥)vg(r — ') — € — f(r — )] drdr’.  (6.26)

cell
The exchange-correlation hole described by nxc is generally short-ranged. An ap-
proximation to equation (6.26) may therefore be obtained by using the small-r and

large-L expansion
1 ri 252
vp(r) — €=~ — ¢ <22 — i) +0[r']+0 [e—L /o } (6.27)

which is derived in section [A.Z; here C' is a constant. Combining equations ([b.26)

and (B.27]) gives

C / !/ 1 / /
EEW _ pMPC — 53 //n(r)nxc(r, r') {(z — )2 - E(rH — r”)2] dr dr
cell (628)

+ higher-order terms.

Thus, a large cancellation of the error may be anticipated in regions where the
parallel and perpendicular directions are equivalent; this is the case deep inside the
slab, where the hole should be approximately spherical. Near the slab edges this
is no longer true. However, the hole is expected to expand in these lower-density
regions, rendering the small-r expansion inappropriate; the higher-order terms are
no longer negligible. The subject of the expansion of the hole in the surface regions

will be discussed in the following section.
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In 3D, the small-r expansion of the Ewald interaction is spherically-symmetric
[P3] and there is no error cancellation; the finite-size error which results is corrected
by the MPC interaction. The situation is different in quasi-2D systems; there must

be an alternative mechanism giving rise to the slow convergence seen in figures p.]]

and [6.2.

6.5 The exchange-correlation hole

One possible cause of the remaining finite-size error seen with both the MPC and
Ewald interactions is ‘squashing’ of the exchange-correlation hole by the simulation
cell. Tt is expected that close to the slab surface, where the electron density is lower,
the hole should expand in the xy-direction; if the lateral size of the hole were to
approach the size of the cell, the shape of the hole would be modified, creating a
finite-size error. To investigate this possibility, a simple model of the reaction to an
imposed external charge will be analysed.

Let a charge dpey be introduced to the slab system. This will cause some re-
arrangement of the slab electrons, leading to an induced charge density dpi,q. The

total potential is then given by Poisson’s equation:
V26ior = —47(8pext + Opina)- (6.29)

A second relation may be obtained by considering the electron density to be
slowly-varying, as in the Thomas-Fermi theory. In this picture, when the electron
energy levels are locally shifted by the small potential d¢., the change in the local

electron density is approximately

OMind = g(EF)5¢tot (630)

where g(er) is the density of states at the Fermi level:

g(er) = (3—n) 1/3. (6.31)
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Since the induced charge density is created entirely by rearrangement of electrons,

equation (p.30) becomes

In 1/3
6pind = — (F) 5¢t0t- (632)
Substitution in equation (.29) leads to the following equation for d¢y:
3 1/3
V2 — 4(—”) ]5% = 470 pe. (6.33)
T

In order to solve this equation, the functions are first expanded in Fourier series

in the xy-plane:

0ot (T) = Z&gtot(ku, z)e kI (6.34)
ki

0pext(r) = Y fexe (K, 2)e ™M1 (6.35)
ki

This step has introduced in-plane periodicity into the problem, which is desirable,
since the aim is to investigate the effect of cell size on the hole. The equation to be

solved is now

2 n(2)\"?| -
[d— — ki — 4(3 ( )) léqﬁtot(k,z) = — 470 et (K, 2)- (6.36)

dz? T
At this stage, it is useful to supply the form of the external charge. Since the

idea is to investigate the hole around an electron, the appropriate form is

Spea(r) = =3 b(r — 1o —R) + %28@(2)@(5 _ ). (6.37)

The external charge must be periodic if it is to be expanded in a Fourier series, as
in equation (p-379); this is ensured by the sum over the in-plane lattice vectors R.
The positive charge (which is uniform over the slab) has been added to ensure that
the cell remains charge-neutral.

The problem with this charge density is that it leads to a potential ¢, which
is divergent at r = ry. Instead, it is convenient to smear out the charge distribution

slightly:

1 —(r—-ro—R)? /202
Opext(r) = — Z We (r=ro—R)%/20% L—Qs@(z)(%(s —2). (6.38)
R
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Choosing the origin so that the external charge is at (rg) = 0 gives the Fourier

components as

P — 1 -0k /2  —(2—20)2%/202 1
6pext(k||a Z) — _me I""e + L—%@(Z)@(S — z)5kH70. (639)

This reduces equation ((.3G) to the form

- ~ 4 —02k2/2 (5212 /202 4
[L(z) —l{;ﬂ&gbtot(k”,z) - Wﬁe /2 = (e=20)% 20 _ L_;TS@(Z)@(S—z)akH,O
(6.40)
with ,
. d
L(z) = -5 = (2) (6.41)
and 13
fz) = (3n7fz)) : (6.42)

This nonhomogeneous equation may be solved by computing the appropriate Green’s

function, which satisfies the following equation:
[z(z) - kﬁ] Gz, 2 ky) = (2 — 2). (6.43)

In order to proceed further, an analytic expression for the electron density is
required. In the case of a realistic slab, this is not available. However, it is possible

to analyse a more simple case: a sharp surface, where the density profile is
n(z) = nyO(z). (6.44)

The additional positive charge density which was added to maintain the neutrality
of the cell disappears in this limit, which corresponds to letting s — oo. Some of
the essential surface physics may be lost because of the sharp boundary: the true
unbounded slab will be treated later using computational methods.

For the simplified surface, the differential equation for the Green’s function is

2 _—
[% — ki - 4<37> O(2)|G(z, 2 k) = (2 — 2'). (6.45)
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The solution must not diverge as z — 400; solving the homogeneous version of the

equation in the three regions separately gives

Aeki# 2 <0
G(z,2 k) = { Ber* + Ce ™  0<z< 2 (6.46)
De™ % z> 2
where s
2 2 STL() /

It is assumed that z’ > 0; the solution when 2’ < 0 will be given later.
The Green’s function must be continuous at z = 0 and z = 2’. The remaining
boundary conditions are obtained by integration of equation (p.45]) over an infinites-

imal region about these points, giving the following constraints on the gradient:

EH%([dCKZQEGkM)}Za"{dcxzéjekj>}z_a> —0 (6.48)

dG(z. 2 k dG(z. 2 k
hm([M] _{M} ) . (6.49)
a—0 dZ z=z'4+a dZ z=z'—a

Applying these boundary conditions gives the four simultaneous equations required

to determine the four constants:

A=B+C (6.50)
kjA = k(B —0) (6.51)
Be"™ + Ce " = De (6.52)
k(Be" — Ce™™) + 1= —kDe " (6.53)
so that
1 :
_ o h? (6.54)
(K + k)
1
B=——¢" .
5. € (6.55)
(Ii — k/‘”) )
— w2 6.56
26+ k) 16.56)
1 / R — k:” o
D=——|¢¥ — L )e |, 6.57
25{6 +(fH"ﬂ)e } (6:57)
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The solution is therefore

2K

kyz—kz'
/ ) s evll 2z <0 ,
G(z, 2 k) = —— g (' >0). (6.58)
T I (% > Cn(42)
e + e z>0
K+ k?”

An identical method gives the Green’s function when z' < 0:

e kil=—=l o (M) ek (z+z") 2 <0

2]<7|| Zk” ekHz’fmz >0

Gz, 2 k) = (' <0). (6.59)

The Green’s function has the required symmetry property G(z,2'; k) = G(2', z; ky)).

Once G(z,2'; k) is known, the potential may be obtained by integration:

7 &0 4 ’
Sron (K, 2) = / G(z,z';k:”)(Bi\/%e_a%zme—@—zoﬁ/%?) dz'.  (6.60)

Since the aim is to calculate the induced change in the charge density (which is

o0

proportional to the original density, and hence zero outside the slab), it is only

necessary to consider the region z > 0. The integration then gives

) 47T - 2k2/2 0 1 iz — (o 2 2
R N < = kA —kz —('—20)?/20 !
(5¢tot(kH> Z) (LQWQ I ) [/_OO Y k'” e e dz

+ L (= l /OO oz +e) o= (2'=20)? /207 11
2k \ Kk + k}” 0

1 : efﬁ(zfz’)ef(z’fzo)z/QO'2 ds' + i /OO e*/«v(z’fz)ef(z’fzo)Q/20'2 dZ/]

+ﬂ 0 2K

2
2K e=rethz0 (1 orf 20+ ko
K+ ]{Z” \/50
k— k:” (k2—k2)o? /2—kz—Kz2o < (20 — Ii0'2)>
+ e 1+ erf( ————
(K + k) V20
+ e(m2,kﬁ)02/27nz+/gz0 (erf (ﬂ) T erf (ZO + f{o‘2>)
V20 V20
+ 6(52,kﬁ)02/2+nzfnzo (1 _ erf <m>) .
V20

s
L%k

(6.61)
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Figure 6.4: The charge disturbance created by an electron-like test charge at the surface (z9 = 0)
and in the bulk (zp = 10). The plots show the value of dninq(r) at the points (z,0, zg) (labelled z)
and (0,0, 29 + z) (labelled z). In the bulk, the x and z curves are identical.

The induced charge density is then readily obtained from equations (p.30), (B.31))
and (B.34) and is plotted in figure p.4. It is clear from the figure that the ‘hole’
spreads out in the xy-plane when the charge disturbance is near to the surface. In
the bulk, the parallel and perpendicular directions are equivalent; at the surface,
the hole is deeper and dies away more slowly in the z-direction. The important
issue is the effect of the cell size on the shape of the hole. Figure f.5 shows that the
change is much more pronounced when the disturbance is at the surface, because
of the greater extent of the hole in the xy-direction. The slow decay of the surface
hole means that the result in the small system is significantly different from that in
the two larger cells. The bulk hole, which decays more rapidly, does not display the
same effect.

Returning to a more realistic slab, where the analytic form of n(z) is not known,

the procedure for calculating the induced charge density will now be outlined.
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Figure 6.5: The effect of cell size on the shape of the hole. Systems of size L = 20, L = 40 and
L = 80 are compared at a distance of 10 from the centre of the imposed charge; this corresponds
to the edge of the smallest cell, where any difference should be most clearly visible. The curves for

the bulk hole at each of the three sizes are indistinguishable on this scale.
One way to obtain the Green’s function is through the eigenfunctions of f/(z):
L(2)un(z) = Aun(2). (6.62)
Once again, a Fourier series representation is useful here. Letting
un(2) =Y i (ks)e " (6.63)
k=
F(2) =D flko)e ™= (6.64)
k=
turns the eigenvalue equation into

— k2 (k2) = Y FORL)lin (ke — kL) = A (k). (6.65)
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Finding the @, now amounts to finding the eigenvectors of the following matrix:

o A(Z) A )
2 ()
() so - (5)

|
.,
NN ey
SRy
3
N———
|
N
2|y =
N———
[\
|
=
=
|
5
/?\
[\
=5
N——
&m

(6.66)
Here w is the chosen cell size in the z-direction, so that k, = 2mn/w. In order
that the matrix be finite, m must be restricted. Using the standard discrete Fourier
ordering (as in the matrix itself) gives m = 0,1,2,...,N/2, —=N/2+1,...,—1; the
matrix is then of size] N x N.
Obtaining the eigenvalues and eigenvectors of this finite matrix is a standard
computational operation. The Green’s function can now be constructed:

G, 5k = 3 )

=2 T ST e (1) (k)

I k. &,

(6.67)

Once the Green’s function is known, the response to the imposed charge distri-

bution can be calculated, as in equation (p.60):
0o (K, 2) = —47T/ Gz, 2" ky)0pexs (K, 2') d2’

= —47TZ - 1{72 Z Z ez (k) ak (k) /Ow eik/zZléﬁext(k”, Z') dZ'.

Ik &

(6.68)

The charge distribution dpey is not quite the same as the one used previously, since
it must now be periodic in all three dimensions. The definition given in equation

(6.38) may still be used, with the understanding that R now represents a vector of

3N is assumed to be even.
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Figure 6.6: The Thomas-Fermi hole for different cell sizes in a more realistic model of the slab.
The induced electron density dning is plotted at the points (z,0, zg), where 2y corresponds to the

slab centre (labelled ‘middle’) or the conventional slab edge (labelled ‘surface’).

the 3D lattice and that the ©-functions now also become periodic. The transform

of pext in the z-direction appearing in equation (p.6§) is then

v, 1 2\ 12 Jo ik | sin(k.s/2)
ikl z / r o2 (k2+k'2) /2+ik!, 2 ikls/2 z
/0 O Ok, ) de' = —gze et < ksjz )
(6.69)

Combining this with equations (£.30), (6.37]), (F.34) and (p.68) gives the induced
charge density:

4 Sn() _ikr ~* i ZOU 2 /2
b= 4 (24) " ) e

]

This is plotted in figure f.§. On comparing figures f.5 and .6, one major difference

(6.70)

stands out immediately: far away from the imposed charge, the induced electron
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density tends to zero in the idealised surface system, but to some non-zero positive
value in the more realistic slab model.

This is because the net change in the electron density is forced to be zero in the
slab system (which is finite); since the electron density is reduced in the vicinity of
the charge disturbance, it must be increased elsewhere. This constraint does not
apply to the idealised surface system (which is infinite).

To see this, consider integrating the original differential equation (f.29) over the
cell:

/ V25¢ior(r) d*r — 47r/ SNina (r) dPr = —47r/ 8 pext (r) dPr. (6.71)
cell cell cell

The external charge density was chosen to be neutral overall, giving

/ §pext (r) dPr = 0. (6.72)
cell

When the potential d¢y is forced to be periodic, the first integral in equation (p.71])

also gives zero. This is evident on substitution of the Fourier series representation:

V20bior(r) d°r = /

cell
— _ Z k25q~5tot(k)/ ek g3y (6.73)
k cell

=0.

cell

V2 0o (k)e T dPr
k

Thus, for a finite system with periodic boundary conditions, the net change to the

electron density is zero:

SNina(r) d°r = 0. (6.74)

cell

This effect becomes smaller as the system size increases, as can be seen in figure .0
in an infinite system like the idealised surface, it disappears.

Since the aim is to investigate the exchange-correlation hole, it is helpful to
establish a link between this entity and dn;,q. For this, a new notation is required.
The electron density in a system of IV electrons at the point r is labelled n(r; V).

When one electron is fixed at the position r’, the density at r is n(r|r’; N); this is
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similar to a conditional probability. The exchange-correlation hole for an electron

at r’ is then defined by the formula
n(rlt’; N) = n(r; N) + nxc(r,r’; N). (6.75)

In the calculations above, the external charge density was chosen to model an elec-
tron; after fixing this electron at r’, the change to the density of the remaining free

electrons was estimated:
Onina(r|r’; N) =~ n(rlr’; N + 1) — n(r; N). (6.76)

Note the change from N to N + 1 in the conditional density, which arises because
an electron has been added to the system. Combining these equations then gives
nxc(r,t; N +1) =n(r|t; N +1) —n(r; N + 1)
(6.77)
& Onia(rr’; N) + n(r; N) — n(r; N 4+ 1).
For large N, adding an extra electron should not change the density dramatically.

The following approximation may therefore be used:

N+1
n(r; N +1) ~ (T_I_)n(r; N). (6.78)
The exchange-correlation hole is then
1
nxc(r,v’; N + 1) & dngq(rlr’; N) — Nn(r; N). (6.79)

This function is plotted in figure .7, which shows the characteristic spreading-out
of the hole near the surface. As in the idealised system, the surface hole is curtailed
by the cell boundary, although the effect is weaker. This supports the idea that the
remaining finite-size error is caused by the exchange-correlation hole being squashed
into the simulation cell. This error would act to reduce the energy of the system,

and therefore has the correct sign.
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Figure 6.7: The exchange-correlation hole for a realistic slab.
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Chapter 7

The electronic ground-state wave
function from classical plasmon

normal modes

A prerequisite for a successful quantum Monte Carlo simulation is a trial wave
function of good quality. Conventionally, the many-electron trial wave function

takes the form

Up(X) = /X DIRNDHRY) (7.1)

where D' and D' are up- and down-spin determinants made up of density-functional
or Hartree-Fock single-electron orbitals. The quality of these orbitals sets a hard
limit on the accuracy of the QMC simulation in variational or fixed-node diffusion
Monte Carlo. The Jastrow factor, J, cannot alter the position of the nodes, and
therefore cannot improve the fixed-node DMC energy; however, a good Jastrow fac-
tor significantly improves both the ground-state energy in VMC and the efficiency
of fixed-node DMC simulations. In certain circumstances, a poor-quality Jastrow
factor can make DMC simulations impossible, because the consequent population
fluctuations become unmanageable. This is the case for the jellium slab system,
which also suffers from the problem that optimising the Jastrow factor is very diffi-

cult; in systems such as this, it is very important to obtain as much information as
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possible about the correct form of the wave function by analytical means. One way
to obtain a better Jastrow factor is through a consideration of plasmons.

A plasmon is a collective excitation of electrons. In a system with a homogeneous
electron density, plasmons are well-defined for wavelengths above some critical value;
for wavelengths below this value, the plasmons are able to decay to form electron-
hole pairs.

It is not surprising that the correlation of pairs of electrons can be related to the
collective electron motion described by plasmons; in the past, several authors have
studied this relationship for homogeneous [f] and inhomogeneous systems [Rg].

The aim of this chapter is to clarify this connection between long-wavelength
plasmons and the electronic ground-state wave function. A prescription for obtain-
ing a Jastrow factor for general inhomogeneous systems will be presented which is
consistent with the previous work, though based on a more ‘physical’ approach; in
addition, it will be shown how a knowledge of the classical plasmon normal modes
allows an alternative method for writing down J.

The electronic Schrodinger equation (equation (R.4))) contains only the electro-
static interaction energy: any interaction arising from currents (or mediated by
a magnetic field) is neglected. This has important consequences for the plasmon

Hamiltonian, and has a strong bearing on the analysis in the following sections.

7.1 Derivation of the classical plasmon Hamilto-

nian and Lagrangian

In general, a plasmon is associated with a change in the electron density. The
equilibrium electron density will be denoted by 7n(r), while the time-dependent per-
turbation to the charge density associated with the plasmon will be written as p(r, t);
this is assumed to be small, along with all other time-dependent quantities. The

total electron density is therefore

(7.2)
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In what follows, terms of order p? will be neglected: the system will be linearised.

Classically, the (linearised) kinetic energy of the electron gas is
1 2 _ 3
= [ —m*(r,t)n(r) d’r (7.3)
v 2
where v(r,t) is the electron velocity field. The current density is given by
J(r,t) = —n(r)ev(r,t). (7.4)

The kinetic energy may be written in terms of the current density as

L[
=50 ), Ty d (7.5)
where
) = ) (7.6)

is the plasma frequency.

The potential energy is the electrostatic self-interaction energy of the plasmon

plr; O)p(r', 1)
_ d3 dS / p I' ]
V= / / 47reo|r —r| (7.7)

Working in the Coulomb gauge, the charge density is related to the electrostatic

charge density:

potential ¢(r,t) in the usual way:

_v2(r, 1) = 250 (7.8)

or equivalently

b(r 1) = / D (7.9)

v 4meg|r — 1| '

This allows the potential energy to be rewritten in the alternative form:

V= % /V €0 [Vo(r, 1)) dr. (7.10)

The Hamiltonian is the sum of the kinetic and potential energies:

= /V (M + e [V¢(r,t)]2> i (7.11)

cow? (r)
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It is possible to relate the current density to the scalar potential by considering a
microscopic model of the system. Each electron is subject to the electrostatic force,
so that

mev(r,t) = eVo(r,t). (7.12)

Combining this with equation ([.4]) then leads to the required relation:
J(r,t) = —ewl(r)Vo(r, t) (7.13)

The Hamiltonian contains J, not J; it is therefore convenient to introduce a

second scalar function f(r,t), where

f(r,t) = o(r,1). (7.14)
From equation ([-I3), it follows that
J(r,t) = —ewi(r)V f(r,1), (7.15)

subject to reasonable restrictions on J.

In terms of f, the Hamiltonian becomes

H=2 /V (@[ A0+ [Vfe0)]) . (7.16)
while the Lagrangian is
L= %0 : <—w§(r) [Vfr, 0] + [V, t)f) d&r. (7.17)

Note that the signs in the Lagrangian are the opposite of what would naively be
expected: this is because the kinetic energy term contains f, while the potential
energy term contains f .
To check these results, the equations of motion may be determined. The field
variable conjugate to f is
LS. J)
df(r,t)
In terms of p and f, the Hamiltonian is

H=1 /V <eow§(r) [V, 6]+ /V M’)(r/’f‘) d%’) d*r. (7.19)

2 Admeplr —

= —¢V2f(r,t) = p(r,1). (7.18)
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The first equation of motion is obtained by setting

f(I',t) - 5p(r,t)

/
t
:/7/)(1.’ ) —d’r
v dmeglr — 1|

The right-hand side is equal to ¢(r, t) (see equation ([.9)); comparison with equation

([[-14) shows that this relation is correct. The second equation of motion is given by

SHIf, pl
df(r,t)

= —¢V - (W (r)Vf(r,1)) . (7.20)

—p(r,t) =

Equation ([7.I3) then allows f to be replaced, giving
—p(r,t) =V -7, (7.21)

which is the equation of continuity. The Lagrangian and Hamiltonian defined in

equations ([.17) and ([[.16) therefore lead to the correct equations of motion.

Introducing the Fourier transforms

_L —ikr 33
fk_\/V/vf(r)e d’r

1 )
Pk = % /Vp(r)e“” d*r (7.22)
and inverse transforms

1

flr)=—=) he*"
VD

1 —ikr

p(r) = NG > e, (7.23)
k

the Hamiltonian may be written as

1 /
H= 52 (%fkf—k'k k/—/ k)T gy,

oK/
k/ /
+p kP — / / dr d>r'
47reo\r — 1|
Ok
=z Z (Eofkk‘Mkkfk‘ Jow +p- k?Pk) (7.24)
kk’
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where

R ) l;/ 2 i(k—k’)-r) 3
My = v Vu}p(r)e d°r. (7.25)

The reason for choosing opposite signs in the transforms of f and p is to ensure that
fx and py are conjugate variables. This conjugate variable requirement implies that
OL{fi} {A})
9 fx
/ LI, f] of(t)
v of(r 9 fx

=7 / e®T @, (7.26)

The k = 0 terms are excluded; this will be the case for all sums from now on. The

Px =

justification for this is that the average charge density fluctuation is constrained to
be zero, and the average potential (which corresponds to szo) may be chosen to be

Z€ero.

7.2 Quantisation and diagonalisation of the Hamil-

tonian

In equation ([.24), the Hamiltonian is expressed in terms of pairs of discrete con-
jugate variables. Quantisation proceeds by letting fx and pyx become operators,

subject to the commutation relation

[P, fie] = —ihdiae. (7.27)

These are not Hermitian operators; however, they are the Fourier components of
operators corresponding to real, observable fields, and must obey the symmetry

rules
Pk=po fi= T (7.28)
The quantum-mechanical Hamiltonian operator is therefore

1

Okk!
H = ;{: (pk ~aPe e fick Mo k' fk,) : (7.29)
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which describes a set of coupled harmonic oscillators; the coupling between the
oscillations of different k-vector is governed by the Hermitian matrix M.

To uncouple the oscillators, M must be diagonalised:
Mo = UiihiUs;. (7.30)

Here, U is the unitary matrix of eigenvectors and \ represents the eigenvalues of M.

From equation ([7.27), it is clear that
Mo = My = M(*—k)(—k’) = M x)(-x)- (7.31)

These symmetry relations have implications for U which will prove useful. The
eigenvalue equation is

Z Mg Uwi = AUy (7.32)
k/

Replacing k with —k, k’ with —k’ and taking the complex conjugate gives
> Mty Uiy = MU (7.33)
I
Equation ([7.31)) then implies that
> MUt oy = MU (7.34)
"

Comparison with equation (.39) shows that U (tk) ; is also an eigenvector of M, with
the same eigenvalue \;. If ); is non-degenerate, the two eigenvectors are the same,
and

Ut i = Uk (7.35)

to within a phase factor, which is chosen to be zero. If \; is degenerate, it is possible
to choose linear combinations of the degenerate eigenvectors to ensure that this

condition is met.

Using equation ([.25), and the fact that

> Uil =Y UiilUbs = b, (7.36)
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the Hamiltonian may be recast as

B Usipy Uy /Z,Ok'
H_§;< Z kz k (7.37)
+eo; Z KUy fx Z klUﬁ%f}il)
"
=3 Z ( plpi + coi qzqz> (7.38)

The new operators correspond to the normal coordinates:

|- Ukipk - U kot 7.39
b; k pk Z kiVD; ( . a)
k 7
=D Uik he=> =+ (7.390)
k 7

One can show that p;r is an Hermitian operator; beginning with the complex con-

jugate of equation ([-394), and using equations ([[:2§) and ([-35)), it follows that
UsiPx
=3 i
_ Z zpk
o Uk/i,OTk/
o Z k!
k/

(7.40)

A similar proof demonstrates that ¢; is also Hermitian. The commutation relation

for these operators is
[pi, q;] = —ihdy;. (7.41)

The Hamiltonian is now

1 1, 9
H=3 > <ap,- + /\ieoqi) : (7.42)

In terms of the coordinates {p;} and {¢;}, the diagonalised Hamiltonian is completely

separable. The eigenfunctions are products of the form

U({p;}) H Ui(p;) (7.43)
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where

1

1
5 (—P? + )\iéoqig) Vi = i (7.44)
2 €0

Diagonalisation is now trivial. The usual operators

1 EqW;
T N 745
=/ 2ehio D i 4 (7.45a)
1
i i 7.45b
st 2\/ q ( )

are introduced, which obey the commutation relation

[ai, UJH = 5” (746)

Defining w; = v/);, the Hamiltonian becomes

H= Y (aaz %[pz,%})
- Z B (a}ai + 5)

= Z hw;ala; 4 zero-point energy. (7.47)

i
The zero-point energy, though infinite, is constant; it therefore does not affect the
form of the wave function, and will be omitted from now on. It appears as the
consequence of having an infinite number of oscillators, each of which contributes

its own zero-point energy. This may be clearly seen in equation ([.47).

7.3 The ground-state wave function

The equation which determines the form of v; for the ground-state wave function is

To express a; in terms of ¢; alone, the representation of p; in the g; basis is required.

The commutation relation for these operators, equation ([.41]), implies that

L0
qi(pi) = Zha—p- (7.49)
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Substituting equations ([.49) and ([.45d) into equation (.48) and solving the

resulting differential equation gives

2
_ L
Yi(p;) = exp ( 2€0hwi> : (7.50)
The full ground-state solution is therefore
U({pi}) ! L2 (7.51)
i})=exp | ———= —p; | . .
p P 2€0h p wip

Alternatively, equation ([.39) may be used to obtain the solution in terms of the

Fourier components of the plasmon charge density:

M—1/2 )
U({px}) = exp (—Qih Zpl’;( kk,)kk pk/) : (7.52)

kK

Equation ([(.2) gives the relationship between the plasmon charge density and the

electron density in real space. In Fourier space, this becomes
Px = —e(nk - ﬁk) (753)

where ny and fy are defined analogouslyf] to pi. Substituting for py allows the

ground-state wave function to be written in terms of the electron density:

2 -1/2 )
U({nk}) = exp (—m (ng — ﬁi)% (rue — ﬁk)> : (7.54)

KKk

The electron density operator is
n(r)=> 6(r—r), (7.55)

or, in k-space,
1 ik
ng=—=» e~ (7.56)
D
The final step is to write the ground-state wave function in terms of the electron

coordinates:

D({r}) = exp (—; PICEDED S x(r») (7.57)

1,J

1See equation ([f.29).
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e e ),
ry) = ertkrii kg 7.58
W= e T, (7.5%)
e e? —ik- 4(M_1/2)kk’ iK1,
U(ri, I']) = GOVﬁ, Ze Te K (759)

In this notation, the double sum over ¢ and j is unrestricted and includes the case
i = j; this means that a part of the one-body term is incorporated in the sum over
u.

It is useful to obtain the ground-state wave function in terms of f, rather than

p. Instead of solving equation ([[.48) for p;, it may be solved for ¢;, giving

bi(g:) = exp <—€°wiqi2) (7.60)

The full ground-state wave function is then

U({fic}) = exp (-;—% > A (MY?) k:’f;,) : (7.61)

Kk k'
7.4 Normal modes

An alternative approach to the analysis of the previous section is to diagonalise
the Hamiltonian before quantising; this is perhaps neater, and emphasises the role
played by the normal modes of the classical system, which will be useful later. To
diagonalise the classical Hamiltonian, it is necessary to establish the equation of

motion satisfied by the field f; this is obtained by combining equations ([[-I§) and

(F20):
~V2f =V (wVf). (7.62)

The defining characteristic of a normal mode is harmonic time dependence; the

normal modes for f therefore satisfy the equation
wiV?fi =V (W2Vf;). (7.63)
Multiplying by f; and integrating gives

/ fiV2fi dPr = / iV (W) dPr, (7.64)

116



CHAPTER 7. THE ELECTRONIC GROUND-STATE WAVE FUNCTION
FROM CLASSICAL PLASMON NORMAL MODES

or, on rearranging,

\4 |4

Swapping the indices gives the corresponding expression

Taking the difference of the two previous equations shows that

(wf — i) / Vfi-Vfid’r=0. (7.67)
\%4

In the non-degenerate case, this implies that Vf; and Vf; are orthogonal, in the

sense that
/ Vi-Vfdr=0 (v #w;). (7.68)
1%
When the modes are degenerate, it is always possible to construct combinations

of the (linearly independent) functions which are orthogonal. If, additionally, the

modes are taken to be normalised, the general result
/V Vi -Vf; dr=5; (7.69)
is obtained. A secondary consequence is that
/Vwﬁwi -V &r=w?dy. (7.70)

Any solution of the original problem (equation ([.67)) may therefore be expanded

in terms of the normal modes as follows:

The normal mode amplitudes are determined by the inverse relation
;= / Vi -Vfdr. (7.72)
1%
This converts the classical Hamiltonian of equation ([[:24)) into the form
€0 .
H = B Z (6F + wiaf) . (7.73)

i
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The Lagrangian becomes
L=5 3 (a7 —wia}). (7.74)
leading to the set of conjugate variables

Bi = Ba, €0 ;.- (7.75)

In terms of the new variables, the Hamiltonian is

1 1 2 2 2
H= Z (6_@. + €qw; ai) : (7.76)

0

As before, the Hamiltonian may be quantised; this time, the commutation relation
is between «; and §;:

If the normal modes are chosen to be real, the operators {«;, 5;} are Hermitian. The

Hamiltonian operator is therefore

~ 1 .| €Wy 1 .| €Wy 1
H = hujz 5. 3 M o M T o i) T 5% (W M
; [( Deohin T 2h0‘>< Deohin 1Y 2ho‘) o7 ﬁ]]
1
= Z hwz (a;rai + 5)

= Z hw;ala; + zero-point energy (7.78)

where the operators aj and a; are defined in equation ([[-49); they obey the commu-
tation relation ([7-4G).
Comparison with the results of section [7.3 gives the ground-state wave function

as

U({B:}) = exp (—% Z w%ﬁ?) : (7.79)
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or, using equations ([.79) and ([7.72),
U[f] = exp <—;—0hzwl ( VVfi-Vf d%) ) (7.80a)
U[p] = exp <—ﬁzwi ( Vfl-p d3r) ) (7.80b)
RO BGEE w E BR .nsTQ .
vnh =ew | 5053 ( Zfz(rm)Jr/sz d ) . (7.800)

Several previous results have been used in equation ([.80), including equations
(2), (T18) and (T55).
The wave function has now been reduced to the standard form given in equation
(F57), with ,
W)= S ) [ A6 (781
and

u(r, ') = ;—h Z wi Fix) fi(E). (7.82)

Note that ¢ and f satisfy the same equation of motion. The boundary conditions
used in determining the normal modes for these two quantities are also identical,
in fact, the normal modes differ only by a numerical factor, and not in functional

form. The numerical factor may be eliminated by suitable normalisation, with the

result that f; can be replaced by ¢; in equations ([[.81]) and ([.89).
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Chapter 8

Applying the plasmon normal

mode theory to slab systems

In this chapter, the application of the techniques developed in chapter [] to jellium
slab systems will be discussed. The first task is to establish the form of the plasmon
normal modes; this will be dealt with in section B.J]. In section B.Z, the equations
of chapter [] will be applied to these modes, giving the plasmon contribution to
the ground-state wave functions. Because studying plasmons only gives information
about long-wavelength correlations, it is necessary to combine the plasmonic form
with knowledge of the correlation between electrons at short distances in order to
generate good trial wave functions; this is discussed in section B.3, along with the

results of using this method.

8.1 Classical plasmons in slabs

The system to be considered is illustrated in figure B.1. It consists of a metal slab of
width s, characterised by a simple non-absorptive frequency-dependent conductivity,

surrounded by vacuum.
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vacuuln

metal

z vacuum
|— T

Figure 8.1: The metal slab.

The appropriate versions of Maxwell’s equations are

B
vE=" vxE--2 (8.1)
€0 Gt
1 0E

8.1.1 The metal conductivity

In the jellium model of a bulk metal, the (smoothed-out) charge density is zero in the
steady state: the electron and background charges cancel each other out completely.
In equation (B1]), p refers to the net charge.

Any departure of p from zero will be caused by motion of electrons, because the
background charge is not free to move; the same is true for any current density. The

current density at the point r is therefore given by
J(r) = —n(r,t)ev(r,t) (8.3)

where n(r,t) is the electron density and v(r,t) is the velocity of the electrons at r.
For small amplitude oscillations, it is reasonable to make the linearising approxima-

tionf] n(r,t) = ny(r), where ng is the steady-state electron density.

IThe formal approach is to treat any time-dependent quantity as a small perturbation. In fact,
n(r,t) = no(r)— @. In the expression for the current density, the second-order term p(r, t)v(r,t)

is then discarded.
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If there are no collisions then the classical equation of motion for each electron

is
mev = —eE (8.4)
which, under the assumption of harmonic time dependence ] may be manipulated

to obtain the conductivity:

iwmev = —eE (8.5)
2
—ngev = LA o) (8.6)
WM
J=0E (8.7)
where ,
2 €ow
o= % (8.8)
imew iw
The quantity
ne?
= 8.9
Wp S (8.9)

is the plasma frequency.

8.1.2 Solving Maxwell’s equations

Applying the results of the preceding section to equations (B.1)) and (B.2) gives

v-E=" V x E = —iwB (8.10)
€0
1

Conveniently, these apply both to the metal and the vacuum, with the understanding
that w, = 0 in the vacuum.
Combining the ‘curl” equations gives

1
VXVXE:gw%w@E (8.12)

2In the search for normal modes, all time-varying quantities are taken to have the form e*?.
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To look for solutions propagating in a direction parallel to the slab, we set
E(r,t) = E(2)e' k), (8.13)

which, on substitution into equation (B.13) leads to the set of equations

dE. d*E, w?®—uw?

—1k — = Pp. 8.14
! dz dz? c? ( 2)
d2E C()Q _ </()2
2 y P
kB, — T2 = = E, (8.14b)
dE W2 — W2
—ik—= + k*’E, = PR, 8.14
i P + > ( c)

The y equation is decoupled from the others, and has solutions
E, = Ege*fv? (8.15)

where ) )
w" —w
k- K, = o (8.16)

If £ = 0, the solution is symmetrical in 2 and y; equation (B.144) corresponds
to equation (B.I4H), with E, replacing E,. Equation (B.I4d) shows that there is no
field in the z-direction in this case, unless w = w),.

When £ # 0 and w # w,, equation (B.I4d) may be rearranged to give

—ikc? dE,
b, = , 8.17
w? —w? —k*? dz (8.17)
which, on substitution into equation (B.14d), leads to
I’E w? W
L= (-5 +-2)E,. 8.18
dz? ( c? * 02) (8.18)
The fields may then be calculated:
E, = Eye*t? (8.19)
ik
E. = iEo%eiKz (8.20)
where
w? w2
K =1\/k?*— =zt C—g (with w, = 0 in vacuum). (8.21)
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These solutions are transverse, because V - E = 0 (except at the boundaries).

Equations (B.14d), (B.I4H) and (B.14d) make it clear that w = wp constitutes

a special case. The oscillations for which this condition is satisfied are the bulk
plasmons; note that there are no bulk plasmon solutions in the vacuum.fi

Equation (B.I1) shows that there is no B-field at this frequency; then, from
equation (B.I(), V x E = 0, which implies that the E-field is longitudinal. The only
restriction on the functional form of the field is that

L dE,

k K E, = 0. 8.22
h— + (8.22)

The remaining special case is when w? = w? +k*c* (or in vacuum, w = kc). Then

E, = E, (8.23a)
Ez = ’ikZEO + E1 (82313)

where Fy and F; are constants.

8.1.3 Boundary conditions

At any plane interface, Maxwell’s equations may be used to demonstrate that the
component of the E-field parallel to the interface is continuous, while there is a
discontinuity in the component perpendicular to the interface equal to the surface
charge density.

The same free-electron model which was used to estimate the conductivity is
useful here. For the interface illustrated in figure B.2, the surface charge density at
the interface is —ngeq, where g represents the displacement (in the direction normal
to the interface) of each electron at the boundary from its equilibrium position:

npeq

EW _ pm) — )

(8.24)

3The equivalent of a bulk plasmon in vacuum is the zero-frequency solution: the electric field

generated by a charge density which is constant in time.
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vacuuin

Figure 8.2: The surface charge density.

To relate this to the previous calculation, note that v, = ¢. It then follows that

EW _ Em — JZEEZ (8.25)
g m
— mEg ) (8.26)
w2
= —j;Egm). (8.27)

To summarise, the boundary conditions at an interface between metal and vac-

uui are:
B — g (8.28a)
B = B0 (8.28h)
(- z_> 0 = B, (8.25¢)

Note that from now on, w, is being used exclusively to refer to the plasma frequency
of the metal.

In the limit z — 400, all field components are required to tend to zero. This ex-
cludes both the non-physical (constant or increasing) and the radiative (oscillatory)

solutions.

8.1.4 Surface plasmons

In order to maintain the relationship specified by equation (B.2§) at the interfaces,

k and w must take the same values in the metal and the vacuum. One consequence
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of the boundary conditions at infinity is that K must be real if any field is to exist

in the vacuum; equation (B.21]) then implies that
k>w/e. (8.29)

This condition also ensures that K is real in the metal[]

The surface plasmon solutions (w # w,) for E, and E, are therefore

(

Ege vz when 2z > s
Ey = { Eie ™ n* 4 Byekn® when 0 < z < s (8.30)
| L3 el otherwise
( .
_%EoefK”z when 2z > s
E. = #& (=Ewe 4 Eyef*)  when 0 < 2 < s (8.31)
L %ESQK”Z otherwise
with
2
K, =4\[k = — (8.32)
w? wﬁ
Km =k =+ (8.33)

The y-component of the field, as was mentioned previously, is not coupled to the
others. This component is transverse everywhere, because V - E = 0, even at the
interfaces. Thus, £, is not related to any change in the charge density, and will not
be dealt with further.

The boundary conditions at z = 0 and z = s impose the relations:

Eoe™"v* = By 4 Byelm (8.34a)
Ey = E\ + E; (8.34b)
ik wo\ ik
—EEOe*KUS = ( - ﬁ) o (—Ere™ms + Eyetme) (8.34c¢)
ik w2\ ik

4This is not required, merely a consequence of equation ([8.29).
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Eliminating Fy and F3 gives

1
Eje Km® 4 Eyeltm = I (Ere s — Byefm?) (8.35a)
1
where
K,w?
R=—m“ (8.36)
K, (w2 — wg)
A final rearrangement gives
Ei(1 — R)e ®m* = Ey(1 4+ R)efm* (8.37a)
Ei(1+ R)=Es(1—-R) (8.37Db)

so that the dispersion relation is

78 — g;Q = e?fms, (8.38)

This may be solved numerically: results are shown in figure B.J. To obtain an

approximate analytical solution, equation (B.38) is first expanded:

L | ltanh (Kus/2) w2/ (uf — w?)
¢\ [tanh (Kps/2)*2 — 01/ (w2 - o?)”

(8.39)

Note that the right-hand side contains K,,, which depends on k. However, equation

(B:33)) shows that for small k£ (and therefore small w) K,, = k,, where k, = w,/c.

- (0)-(2)

Because k > w/c, A is always positive and is of order (k/k,)? at most; when k < k,,

More precisely, let

A < 1 and an expansion in terms of A is reasonable. Substituting for K, gives

o (%) < () 2 (5 e (5] w0 o

Q

Inserting this expression into equation (B.39) and expanding then leads to the fol-

(o)

lowing approximate form of the dispersion relation:

2
p p

Eoow 2 (W wt
W wp\/l + [tanh (k,s/2)] (w2 +2w4> +0
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0.8

woy,

04t A

O.Z—ﬂ _

Figure 8.3: The dispersion relation for a slab with s = 200 and density parameter r; = 2.0 (in
Hartree atomic units). This density corresponds to a plasma frequency w, = 0.6124. The crosses
represent the results of applying a numerical root-finding algorithm to equation (), the smooth
lines correspond to the small-k approximation given in equation ( In the limit of large k, w
tends to wp/\/ﬁ.

Q

This demonstrates that A is in fact of order (w/w,)*. Rearranging equation (B:42)

to give an expression for w leads to

o o (5] (s ()] (£) 1) s

As will be demonstrated below, the two branches of the dispersion curve repre-

sent symmetric and antisymmetric charge oscillations; as the slab is made wider,
tanh(k,s/2) — 1 and the two modes become degenerate.

The surface plasmons are transverse: the only places at which the charge density
changes (i.e., V-E # 0) are the boundaries between vacuum and metal. The surface

charge density is related via the boundary condition (B.28d) to the change in F, at
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the interface:

ik ik
= (—EBW + Ey) — = E at 2 =0
Dy =€ 4 (Bt By) = B (8.44)

—%Eoe_KUS — I’(—]; (—Ele_Kms + EgeKms) at z = s.

The dependence on = and t is exactly as for the E-field. Using equations (B:34),
(B:36) and (B-3§), the various field amplitudes may be related to each other and thus

eliminated (except for one):

Ey = +e"v* By (8.45a)
1-R
1+R

E2 = —; E3. (845C)

The surface charge density is then

UL (8.46)

K, w?—w?

Ps =

The positive sign always applies at z = 0. For symmetric oscillation, it is also taken
at z = s: the surface charge density variations on the two interfaces are then in
phase. The negative sign applies at z = s in the case of antisymmetric oscillation,
so that the two surface charge densities are in antiphase. The lower branch of the
dispersion graph corresponds to symmetric oscillation.

The electric field created by the surface charge is given by the solution of equation

(B-1), with a charge density of
pla, z,t) = po(w) ((2) £ 8(z — 5)) ). (8.47)

This longitudinal (electrostatic) field may be expressed as the gradient of a scalar

potential, ¢. Assuming a solution of the form
O(z,2,t) = ¢, (2)e" ) (8.48)
means that the scalar potential must satisfy the equation

(-18 + %) 6.(2) = — 22 (6(2) £ 8(2 — ). (8.49)

€0
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The left-hand side is the modified Helmholtz equation in one dimension, which has

the Green’s function

1 /
G(z,7) = ﬁe’k‘z’z .

Adapting this to equation (B.49) gives the full solution

— _ PO (oHzl 4 p—kle—s]
¢Z(Z) 2k€0 (6 € ) :

The electric field is then easy to calculate:

E=-Vo¢

= 5 [f(2)% + f(2)2

where

fm(z) =3 (efk\z| + €7k|zfs\)

fz(z) = Sgn(z) €_k‘z| —+ Sgn(z _ S) e—k|z—s|

The components of the field are plotted in figure B4

For all surface plasmons, w < w),.

8.1.5 Bulk plasmons

(8.50)

(8.51)

(8.52)
(8.53)

(8.54)
(8.55)

Solutions also exist for the bulk plasmons. When w = w,,, the boundary condition

on E, (equation (B.28d)) implies that at the interface E = 0. The general form of

the field in the vacuum is

/

) Eye %* when z > s
B —
z
Eief*  when 2z < 0
\
(
50 ;(—’iEOe_K”Z when z > s
T pu—
—;<—kE16K”Z when z < 0

\

(8.56)

(8.57)

with K, given by equation (B.33). If E® =0at z = s and z = 0 then both E, and

E are also zero, and consequently there is no field in the vacuum. Consideration of

equation (B.23)) shows that this is also true in the special case k = k, = w,/c.
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Figure 8.4: The z- and z-components of the longitudinal electric field associated with the surface

plasmon oscillations.
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The bulk plasmons (defined by w = w,) must therefore satisfy the condition

EM(z=0)=E"™(z=s)=0, (8.58)

T

along with equation (B.23). Suitable normal modes in the slab are:

E.(z) = Eysink,z (8.59a)
1k
E.(2) = %Eo cosk,z (8.59Db)
where
k,="" nez* (8.60)
s

There is a special case to consider: when k = 0, equation (B.14d) gives

d’E,
dz?

=0 (8.61)

in the slab, which, when combined with condition (B:5§), means that E, = 0 every-
where. The z-component of the field is a function of z only, and is not restricted at
the interfaces.

A more general solution, in which the in-plane propagation is no longer restricted

to the z-direction, is obtained by a rotation about the z-axis:

Ey, . (r,t) = Eq (k” sin k.2 + sz— cos kz> elwrt=ky ), (8.62)
I

The vector k|| has taken the place of k; 1A<H and z are unit vectors. It will be convenient
to write k to represent the vector (kj, k.).

In order to normalise the plasmon modes, it is required that
/ |Ex(r,t)]* &°r = 1. (8.63)
v
The volume over which the plasmons are normalised is V' = L%s. This gives
E§ = 2ki /K*V. (8.64)

In the new notation, k* means ki + k2. The normalised field is then

Ey(r,t) L (kj sink.z + ik, cos k.z) etk (8.65)

2
N
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This solution includes the case k| = 0 discussed previously. Note that k., is restricted
to positive values.

Any electric field within the slab may be expressed as a sum of the normal
modes described in equation (B:65). However, any physical field is real; it is useful
to convert the set of complex modes to an equivalent set of real modes by forming
appropriate linear combinations.[]

The symmetry relation

Ei . = —E{ . (8.66)

which follows from equation (B.65) shows that real modes may be obtained by taking

the combinations

Eun(r) = = (B () + B 1))

2
= —— (kysink,zsink) -r; — k,cosk,zcosk)-r 8.67a
VG (kj R I T) (8.67a)
1
Eg(r) = 7 (Ekukz (r) — Bk (1‘)>

2
= —— (kysink,zcosk-ry+k,cosk,zsink-ry) . 8.67b
. \/V( || | I T) (8.67D)

There are now two modes for each k-vector, so the number of labels required is
reduced by half. The restriction applies to the zy-plane: if (k| +k.) is a valid label
for a mode, then (—kj + k.) is not. With this restriction, the modes described in

equation (B.67) form a complete orthonormal set, in the sense that
/ Ejk(I‘) . Ej/k/(l‘) d37” = 5jj/<5kk/. (868)
v

The special case k| = 0 is included in equation (B.67), with the understanding that
there is no type 2 mode.

The potential associated with these normal modes may be obtained by integra-

SWhen quantising a Hamiltonian expressed in terms of the normal mode coordinates, it is con-

venient for them to represent real quantities, and thus to be associated with Hermitian operators.
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tion:

buu(r / o (lysin ez sk -y — ke cos bz cosl - xy) - i
-, |
= _k:\/v sin k,z cosk| - r| (8.69)
Pore(r / 7 kH sink,zcosk| -r) + k. cosk,zsink| - r\l) - dr’
= sink,zsink - r. (8.70)

k:\/V

8.1.6 Surface plasmons in electrostatic theory

The bulk plasmons described in section B.I.J do not have any associated magnetic
field, and the electric field is purely longitudinal. They are based solely on the
Coulomb interaction. In contrast, the surface plasmons of section cannot be
described using the electrostatic theory alone. The normal-mode theory of chapter
uses only the Coulomb interaction, because this is all that is contained in the stan-
dard Schrodinger equation; the surface plasmons corresponding to the electrostatic
theory must therefore be obtained.

In this theory, equation (B.4)) is replaced by
mev = eV. (8.71)

The electrons now interact only via the Coulomb force. The current-field relation

becomes

J=—cu2Ve. (8.72)

Combining this expression with the equation of continuity,

_Op
V-J= 8.73
a5 (8.73)
gives the electrostatic equation of motion for the scalar potential:
Vi = -V (wVe). (8.74)
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2

, 1s constant; the

This reproduces equation ([[.69). In the slab and the vacuum, w

equation of motion in each of these regions becomes
Vi = —w2V?. (8.75)

Searching for a travelling-wave solution of the form
o(r,t) = d.(2)e’ ) (8.76)

leads to the following equation for ¢,:

w? (W)Z — ngf) =w’ (k%z — Ci:f) . (8.77)

As noted above, the bulk plasmons (with w = w,) are solutions of this equation.
When w # w,, the solutions must satisfy Laplace’s equation:

d*¢.
dz?

— k¢, = 0. (8.78)

In the case of the slab, the solutions take the simple form

Aeh? when 2z < 0
¢. = Be"* + Ce ™ when 0 <z < s (8.79)
De k2 otherwise.

This ensures that ¢ — 0 as z — +o00, as long as the trivial solution with k£ = 0 is

excluded. The other boundary conditions (as derived in section B.1.3) are:

I 9p)
or oz (8.80)
w2\ dpm P
G S I O —
<1 w2) 52 5 (8.81)

Applying these conditions to equation (B.79) leads to the dispersion relation

1+ —ks
Loy = (8.82)
Wp 2

which is plotted in figure B.5. The relationship between the amplitudes A, B, C,
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Electrostatic surface plasmon dispersion relation for a thin slab

1 T T T T T T T T T

0.8 _

0.6 _

w/cop

04 r E

O 1 1 1 1 1 1 1 1 1

0 0.005 0.01 0.015 0.02 0.025 0.03 0.035 0.04 0.045 0.05

ki

Figure 8.5: The dispersion relation for surface plasmons in the electrostatic theory. The slab
width is 20 au. For metallic densities, the Fermi wave vector is of order 1, whereas &k, ~ 0.01. The
plasmon frequency very rapidly reaches the large-k limit of w,/ V/2; this is the result obtained for
a semi-infinite system, and indicates that the coupling between surface plasmon modes on the two

sides of the slab is weaker than that obtained when using the full dynamical theory.

and D is also determined, giving

eh? when z < 0
Or(r) = Ape™™" ¢ ECIED when 0 < 2 < s (8.83)

Fe F==9)  otherwise.

As with the bulk plasmons earlier, this result can be generalised to allow prop-

agation in any direction parallel to the slab by a rotation of the axes. The form of
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the scalar potential is then

(

eIz when z < 0
+ 1 :F e_k“S 1/2 kHz 7kH(zfs)
1k“ (I‘) = TQka COS k” . I'H % When 0 <z <8 (884&)
\ Fe k=) otherwise
.
ekiz when z < 0
+ 1 :F G_k”S 1/2 . k”z 7’C” (z—s)
O, (1) = | —5757— | sinkj-rpdelze 1 wheno<z<s  (8.84b)
l 2L k‘” 1Fel
Feki(z—s) otherwise.

\

The complex solutions have been combined into pairs of real modes; in addition,

these have been normalised so that

/V Vo, (rﬂ2 Pr—1. (8.85)

8.2 The plasmon wave function for slab systems

Equations (7.81]) and ([.87) give a prescription for calculating a Jastrow factor based
on plasmon normal modes. The normal modes appropriate to jellium slab systems
have been obtained in the preceding sections; here, the prescription of chapter [ will
be applied to these modes.

The bulk plasmon modes given in equations (B.69) and (B.70) are degenerate in
frequency: all oscillate at w = w,. The restrictions on k for these modes are as

follows:

e cach k| is a reciprocal lattice vector;

if k|| is included, —k; is not;

k., =mnm/s, where n = 1,2,3,... and s is the slab width;

the magnitude is limited: |k| < k¢;

there is no type 2 mode when k; = 0.
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The cut-off wave vector k. is related to the electron density [[73:

1
Vs

In a homogeneous system, plasmons with wave vector greater than k. are no longer

ke ~

(8.86)

well-defined; at k ~ k., the (almost flat) plasmon dispersion curve merges with the
particle-hole continuum [[7. In general, it is not obvious how to apply the cut-off
in an inhomogeneous system. However, in the slab system under consideration here,
the electron density is approximately constant within the slab and zero outside; it is
therefore reasonable to apply the same cut-off as would be used in a homogeneous
system of equivalent density.

Substituting these functions in place of the {f;} in equation ([:81) gives

62

ole) = 7= 5 (ole) [ ()
+ontr) [ onle)nl) )

2 4 s
ﬁ/jpeo ; W2 sin k:zz/o n(z")sink,z' dz' ©(2)0(s — 2) (8.87)

while substitution in equation ([.89) gives

e

Uk (T, 1) = hwjeo Z<¢1k(r)¢1k(r/) + ¢2k(1‘)¢2k(1‘,)>

e? 4 | |
k

X ©(2)0(s — 2)0(2")O(s — 2'). (8.88)

The sum is understood to include the term with k; = 0. The Heaviside functions
appear because the bulk plasmons have zero amplitude outside the slab. Note that
only the modes with kj = 0 contribute to the y-function; all others integrate to
zero. Taking the density to be constant (to be consistent with the derivation of the

plasmon modes), 7(z) = ng, giving

¢ Ao sink,z(1 — cosk,s)O(2)O(s — 2) (8.89)
opeo 2 135 ink, .5)O(2 : :

Xbulk(l‘) =
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Unlike the bulk plasmons, the electrostatic surface plasmon modes (equations

(B.844) and (B.84H)) are not degenerate in frequency; the dispersion relation is given
in equation (B.89), and plotted in figure B.J. The same restrictions on k| apply as
in the bulk case,f] with the additional constraint that k| # 0. The surface plasmon
contribution to the two-body function is therefore

st (£, ) = hw Z( [, 0, () + 6, (106, (1)

Ky e
2 o
+ 1= o ks [¢1ku (r)¢1k“ (r') + ¢2k” (I‘)<b2kH (r )})
2
- hwjeoV ;COSk (v —x)) Fr (2, 2) (8.90)

where Fj, is defined in table B.1. The constants used in this definition are

sv/2
k pr—
“ 2k|| v1+ e ks
sv/2

A

B, —
ki Qk”m (8.91)

Cr, =1- ekis

Dy, = 1+ €"1°,

There is no surface plasmon contribution to the one-body term; the integral
gb?ck” (x")n(2") d*r’ (8.92)

is zero for all surface plasmon modes gb;tk”.

6The surface plasmon dispersion curve tends to wy/ V2 when k > 1/s; it should therefore meet
the electron-hole continuum earlier than the bulk plasmon dispersion curve (which is flat, lying at
w = wp). It could be argued that a smaller cut-off should be used for the surface plasmon modes,
but because the cut-off is only expected to be correct to within an order of magnitude, this seems

unnecessary.
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2 4 F, (2,2")

<0 <0 ekl (z+z/_8)(—AkH CkH + BkH Dkl\)
<0 0—>s efilte'=9) ( Apy + Bk”) + eIt (Aku + Bkn)
<0 > 5 ki (z=2) (AkHCk” + Bk:H Dk\l)

0—s 0—s 2cosh[k(z+2 —s)] (—Ak“/C'k” + Bk\I/DkH)
+2cosh [k (z — 2/)] (Ak”/C’;,CH + BkH/DkH)

0—s >s ki (s=2=2) [—Ak” + BkH] + ehiz==") [Aku + Bku]

> 5 > 8 el (S_z_Z/)(_Akn Cky + By, D’fn)

Table 8.1: The function Fy (2,2'). This contains all the 2- and z’-dependence of the part of uy,

arising from the surface plasmon contribution. The constants Aku’ By, Ck” and Dy, are defined

in equation (B.91).

Combining the bulk and surface terms gives the full plasmon two-body function:

Up (T, ') = Upuie (T, ') + Uge (T, 1)
o2

~ w peoV Z cos k- (rH r||) <Fk| (2,2')+
K

+ Z —sink,zsink,2'0(2)0(s — 2)0(2")O(s — z')) (8.93)
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8.2.1 Approximate analytic solution for an infinite slab

It is possible to obtain an approximation to up by taking the slab width s and the
cell size L to infinity, in which case the sums become integrals:

d> - / dk. (8.94)

k.>0

> - W /_OO dk, /OOO dk, (8.95)

K

The system is no longer a slab but a single surface (at z = 0) of infinite extent in
the z- and y-directions.

Note that a further approximation has also been introduced here: the k-space
cut-off described in the previous section has been neglected in order to enable the
integrals to be solved analytically.

In this limit, the bulk term becomes

62

Up (T, T ) ToneoV

— M/o dk., (cos k,(z—2") — cosk,(z + z’))

oo k ™
X /0 dk B l = /0 df cos (kyArjcos(d — ¢)) ©(2)0(2")  (8.96)

Vd3k
7(2m)?

/ :2 cosk) - (r) —r|)sink.zsin k.2’ 0(2)0(2")

where Arj =r| — r“ and ¢ = tan~!'(Ay/Ax). Performing the integration gives
oo / 62 o 12 / /
Upk (T, 1) = e, J, dk: (COS k.(z —2') —cosk.(z+ 2 ))@(z)@(z )
ki
X / dk‘H k2 k27TJ0 (kHAT”) @( )@(Z/)
0

__ ¢ _ ) - K, (kA
27r2eohw/0 dk‘z Coskz(z 2') Coskz(z—l—z)> o(kz 7"||)

x O(2)0(z")
- - i O(z)0(%
212wy, (2\/ (2 = 2')% + (Ary)? 2\/(z + )2+ (Ar”>2> (2)0()
e? 1 ,
" dmeghw,|r — 1| (1 N ﬁ) O(2)0(z). (8.97)
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Several standard integrals involving Bessel functions have been used.

In the limit s — oo, the surface term simplifies to

1 /
ul (e, r’) = Z i coskj - Ary e FI(EHED, (8.98)

(—:Ohpr2 K|

When the limit L — oo is also taken, the prescription of equation (B.93) for con-

verting the summation to an integral gives

—k\|(|z|+\z )
Surf(I‘ I' 47T thw / k dk‘/ ——  COS k” -AI‘”

—k (|z|+]2
:4607r—2hwp/0 dk e~ Fiz1+] D/o db cos (kjArycos(d — ¢))

\/§€2 oe _ ’
T inlehw /0 ke e F1 D Jo (I Ary)
p
\/562

= . 8.99
dmeohwp/(l2] + 12])? + (Ary)? .
The full plasmon two-body function in this limit is therefore
e? 1 1
u(r,r 0(2)0(% —
pl( ) 47T€0hw ( ) ( ) <|r_r/| \/(Z+Z/>2—|—(AT')2>
(8.100)

V2
V(2L + 1212 + (Ary)?

This function is plotted in figures B.G, B4, B.-§ and B.9. The contribution from the

+

bulk plasmons is only relevant when both electrons are inside the metal; when the
electrons are deep inside, uyy tends to the expected homogeneous electron gas form.
The correlation is boosted for electrons closer to the boundary.

The singularities present in equation (B.I00) are a feature of the approximations
which have been made; they do not appear in the original expressions relevant to
a finite slab and cell. In any case, the plasmon theory is not expected to predict
electron-electron correlation accurately at short range; the cusp conditions described
in appendix B and discussed in the next section give more information about this

regime.
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Figure 8.6: The plasmon contribution to the two-body function in the Jastrow factor. In this and
subsequent graphs, one electron is fixed (here at z’ = 2.0, inside the slab); the plot shows the

dependency of upy on the parallel separation Ar and the z-coordinate of the other electron.

8.3 Creating a realistic Jastrow factor

Equation (B:89) and (B.93) are the final results of applying the plasmon theory to
the jellium slab system, and they are obtained from a consideration of the plasmon
degrees of freedom only.

The full electronic Hamiltonian (equation (P.9)) can be separated into long-range

plasmonic and short-range terms:
H = Hy + Hy. (8.101)

The plasmon Hamiltonian ]:Ipl is the one described in chapter ] and appearing in

different forms in equations ([.I1]), ([-16), (7-19) and ([-47). The long-range part of
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Figure 8.7: The fixed electron is at 2z’ = 1.0: inside the slab but close to the surface.

the Coulomb interaction is subsumed into flpl; the remaining screened interaction
stays in H,,. The Schrodinger equation has been effectively separated; the ground-

state eigenfunction is then a product of the form
Uy = 0,0, (8.102)

The basis for the separation is the physical observation that plasmons exist.
The short-range wave function does not contain information about the long-
range correlations between electrons; however, it should contain the short-range

correlations. The conventional trial wave functions used in QMC have
VU, = D' D!, (8.103)

where the determinants are made up of orbitals obtained from a mean-field calcu-

lation. This wave function does not include the necessary information about short-
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Figure 8.8: The fixed electron is now just outside the slab at z’ = —1.0; the bulk plasmons no

longer contribute to upy.

range correlation between electrons; this must therefore be introduced artificially.

The behaviour of the wave function when two electrons are in close proximity is
analysed in appendix B} the divergence in the potential energy in this limit must be
compensated by a cancelling divergence in the kinetic energy, which can only arise
as a consequence of a cusp (gradient discontinuity) in the wave function. The cusp
conditions, originally due to Kato [B7], specify only the gradient with respect to the
separation of the two electrons in the limit of this separation tending to zero; they
do not determine the value of the wave function.

In appendix [B], it is shown that a wave function with the desired short-range

behaviour is

1
U= eXp |:_§ Z ucusp(riv rj):| \Dsmootha (8104)
i#]
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Figure 8.9: The fixed electron is now further outside the slab (2’ = —2.0), and the strength of the

correlation is reduced.

where Uy 00tn 18 the unmodified cuspless wave function and

mee? R

Ucusp (X, X;) = (W) Boio € 717 (8.105)

The analysis depends on the original wave function Wgy,0n being smooth (hence the

subscript): more precisely, it must be possible to expand this function in a Taylor

series about the point r; = r;, irrespective of the positions of the other electrons.

This is true for the two-determinant wave function W, and almost true for the

product wave function W,,. The problem is that the plasmon contribution ¥, has
cusps at the slab boundaries.

In fact, the cusps in the plasmon wave function create a more serious problem

in QMC. These extended gradient discontinuities lead to singularities in the second

derivative of W} which should make a finite contribution to the energy expectation
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value. However, because these points (which constitute a region of zero volume) are
never sampled in a QMC simulation, their contribution is missed, and any expecta-
tion values involving the Laplacian will not be accurate. This is not the case for the
integrable point singularities in the Laplacian of the electron-electron cusps, which
do not generate errors in QMC.

Therefore, in order to achieve proper sampling in QMC, and also to implement
the electron-electron cusp conditions correctly, it is necessary to smooth out the
plasmon wave function: both wu, and xpux must be modified to have continuous

first and second derivatives.

8.3.1 Removing undesirable cusps

The cusps in Upuk, Uswt and Xpuk are a consequence of the piecewise way in which
these functions are constructed. A simple and appealing method of removing the
cusps is to blur the boundaries between the regions of definition.

For the purpose of illustration, consider an arbitrary function f(x) with the

following form near the point z = z:
f(@) = fi(2)O(z — m0) + fo(7)O(z0 — 7). (8.106)
A smooth approximation to f is
£(2) = fi(@)T(x — x0) + fol2)T (w0 — ) (8.107)

where the smoothing function 7" has the following properties:

the value and first and second derivatives are continuous;

o lim 7T'(z) = 1;

T— 00

e lim T(x)=0;

r——00

the transition between these limiting values takes place over some quantifiable

distance Az.
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In addition, it is desirable that 7'(0) = %; then if f(z) is continuous, the original
value of f on the boundary is preserved. A function with these characteristics is

1 — tanh k.x

T(z) = —=

(8.108)

This function has a transition region of size Az ~ k!, which is the shortest length-
scale available for plasmons with a cut-off of k. in reciprocal space.
Replacing © with 7' in equations (B.8§8) and (B.89) gives the corrected bulk

plasmon formulae:

e? 4ny

Xiulk(r) = hw k3

sink,z(1 —cosk,s)T(2)T (s — 2) (8.109)

2

up i (1, 1) = - Z 12 cosk - (r) —r|)sin k.zsin k.2’
p€0

X T(2)T(Z"T (s —2)T(s—2"). (8.110)

The cusps of the surface plasmon two-body term are contained in the function

Fi, (2,2') (given in table B.1)). The smooth version of Fy, is

FR (2, 2') = F, (2 < 0,2 <0)T(2)T(2')
+ Fy (2 <0,0 <2 <s)T(2)T(=2)T(2 — s) (8.111)
+ Fy (2 < 0,2 > 85)T(2)T(s — 2)
4o
Replacing Fj, with F; ,5“ in equation (B.90) renders ugy,s cusp-free.
Figures and illustrate the effect of removing the cusps from ypu and

upy; some detail is lost when the electrons are close to the slab edges.

8.3.2 Applying the electron-electron cusps

Having removed the undesirable cusps in the plasmon wave function, the next step

Q

is to insert the desirable ones! This proceeds as indicated in equation (B.104):

U = exp {—— Z Ucusp (X5, X;) Z uy(ri, r5) + Z Xk ( I‘Z)} DI(RNDHRY).
i#]
(8.112)

148



CHAPTER 8. APPLYING THE PLASMON NORMAL MODE THEORY TO
SLAB SYSTEMS

0.4 ‘

-2.0 (unsmoothed)
-2.0 (smoothed)
2.0 (unsmoothed)
2.0 (smoothed)
§/2 (unsmoothed)
s/2 (smoothed)

03 i

| |
N NN NN N

0.2

upI(Ar”=0, z7Z)

0.1

Figure 8.10: Removing the cusps from up; at the slab boundaries. In each plot, one electron is fixed
while the other is scanned along a line in the z-direction; the z- and y-coordinates are chosen to
be the same, so that Ary = 0. The smoothed and unsmoothed curves are almost indistinguishable
when the electrons are far from the slab edges; the most pronounced difference appears when one
electron is just inside the slab edge (the black curves). This and the following plots were calculated

for a cell containing 600 electrons, with s = 17.64248 and r; = 2.07 (in Hartree atomic units).

The free parameter (g0, 0 the electron-electron cusp function w.,sp determines the
distance at which the short-range cusp-dominated behaviour is replaced by the long-
range plasmonic form. Following the discussion in the previous section, this distance
should be ~ k!, which means that Qg,0; = ke. The remaining parameter, (3, is
determined by equation (B.2T]).

There is one further subtlety related to the use of periodic boundary condi-
tions. The plasmon two-body function, by construction, is periodic in the zy-plane;
however, the cusp function is not. It is therefore important to ensure that wcysp

is effectively zero before the electron-electron separation reaches a maximum;f] not

"The electron-electron distance has a maximum because all electron-electron interactions (in-
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Figure 8.11: Removing the cusps from xpuix at the slab boundaries; x3} . is compared with xpuik.

taking this precaution would risk the introduction of yet more unwanted cusps in the
wave function. A factor of e "%/ is included for this purpose. The cut-off distance
L. should be larger than k!, to avoid interfering with the short-range behaviour,
but significantly less than the Wigner-Seitz radius of the cell. The final form of the

cusp function is

mee? 1 1 k IR
| N mee” I — C'I"i]'_'ri'/LC‘ 8113
UCUSP(X’“ XJ) (47T€0h2) 2k, (1 + 501‘"]‘ ) ’ J ( )

The full two-body function is plotted in figure B.12, along with the usual homoge-
neous form (equation (B.79)) for comparison.

The purpose of the two-body terms is to incorporate correlations into the wave
function: principally to keep electrons apart. However, a secondary effect (in non-
homogeneous systems) is to alter the electron density. In the case of the slab,

using only a u term forces electrons away from the centre, towards the slab edges;

cluding correlations) are treated in the minimum-image scheme described in chapter ﬂ
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Figure 8.12: The smoothed, cusp-corrected plasmon two-body function. The homogeneous curve

is plotted for comparison.

the density spreads out more. This effect is undesirable, because the initial two-
determinant wave function usually gives an accurate estimate of the density. The y
function serves to correct this problem, restoring the original density.

The plasmon x function should be expected to correct the density changes cre-
ated by wup. It should not be expected to account for the additional effect of using
Ucusp; thus, it is necessary to make a final modification to the wave function.

Returning to equation (B.87), it is evident that the plasmon one-body function
has the form

Xou(r) = /V wpa(r, ¥)() &P, (8.114)
To within a factor of (2N —1)/2N, this is in agreement with the findings of Malatesta
et al. [b@], which are based on a plausibility argument. The difference arises because
in that work, the terms with ¢+ = j in the double sums used to define u are neglected;
in the explicit plasmon formulation used here and in the work of Gaudoin et al. [2g],

it is more natural to include these terms.
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An improved one-body function may be obtained by replacing up, in equation

(B-I14) with the full two-body term, giving

X(I‘) = Xbulk(r) + Xcusp(r) (8115)

where
1

Xcusp(r) = 5 /V [ucusp(r Ta I'/ T) + ucusp(r T,I‘, l) ﬁ(zl) dST,'

mee? \ 3 N ler! N2 2
= © S —kelr—r!|=(r—r")/LC 3,
(4weoh2) 8k /Vn(z Je "

This step is not rigorously justified; the relationship (B:IT14) has only been shown

(8.116)

to apply to the plasmon part of the Jastrow factor. However, this relationship has
proven to be accurate in the past. The surface plasmon term g, is not included;
the in-plane integral is zerof| because there is no surface plasmon with ky=0.

The integral in equation (B.110) is over the cell. However, the factor of e~ *~*)*/L2
N Ueysp 1S designed to ensure that uc,us, becomes zero well before |r — r’| approaches
the size of the cell. Conveniently, this means that the integral may equally well be

evaluated over the entire xy-plane. Switching to cylindrical polar coordinates gives

/ n(z')e kel le=r) PILE g3yt —27r/ /, ) exp(—kc\/ P2+ (z—2)?

ARk
LQ

c

)p dp' d7.
(8.117)

There is no dependence on the in-plane components of r.
The integral is solved in appendix [J. Without specifying the form of i1, the

result is

_ 37TL k2L2/4 © / |Z_Z/| keLe 2
X(1) = Xpun(r) + (47%0712) Sk —e o n(z")4 exp I + 5

k.L — 2 k.L.
- = ;ﬁerfc(|chZ|+ 5 )}dz'.

(8.118)

8See equation (B.93).
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Making the approximation (once again) that n is constant within the slab then gives

(r) = (r) + mee” 3., Limy/mekiri/e
X\I') = Xbulk Areohi2 ) 16 ol

" Z+]€CLC+ 1 ¢ z+kCLC
L. 2 kL) \L.

2
S—Z+/€CLC+ 1 ¢ s—z_l_kcLC
— T
L. > kL) \ L. " 2
z—a(z)  keL. 1 z—a(z)  keL.
8.119
+ < I + 5 + kch) erfc( I + 5 ( )
a(z) —z kel 1 a(z) —z  k.L.
f
N ( L. > kch) o C( L. >
4 Grmerkene2 | L i) LetkeLe /22

1

NS JT

L e LetkeLer2? _ L (a2 -2/ LetheLo/2)?
T NG

where

0 when z < 0
a(z)=4¢z when0<z<s (8.120)

s otherwise.

This version of the modification to y is plotted in figure B.13; the relative size of
the correction is small (~ 1% in the centre of the slab). Fortunately, the correction
is cuspless. The modification obtained by using the true density and integrating
equation (B.11§) is very similar to that shown in figure for the unboundedf]
slab; the difference is slightly more noticeable for the bounded slab.

The sum containing wup in equation (B.I12) is unrestricted: it includes terms
with ¢ = j. It is perhaps clearer to organise one- and two-body functions sepa-

rately, so that the full plasmon wave function (with appropriate cusps, and without

9See chapter E for a description of these two versions of the jellium slab.
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X~ Xpuik

Figure 8.13: The one-body term Xcusp, for various values of the cut-off distance L., calculated
using equation (; this equation was derived using the approximation of constant electron
density within the slab. This term is designed to combat the density-changing effects of ucysp. As
L. becomes large, the curves tend to a limit, because the decay of ucysp is then dominated by £,

rather than L..

inappropriate ones) is

1
U = exp |:_§ Z <U/cusp(Xi7 Xj) + u;l(ri7 rj>>

# X (8.121)
+ Z(Xiulk(ri) + Xeusp(Ti) — iu;l(rh Tz’))] DT(RT)DL(RL)-

8.4 Results

In order to test the plasmon-derived Jastrow factor, variational Monte Carlo sim-
ulations were carried out for the two versions of the jellium slab system described

in chapter [ For both systems, a cell containing 600 electrons was used, with the
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slab width s = 17.64248 and density parameter 7, = 2.07[9 At this electron den-
sity (which corresponds to aluminium), the plasma frequency is w, = 0.581574 and
the plasmon reciprocal-space cut-off is k. = 0.695048. Using 600 electrons means
that the length of side of the cell is L = 35.5464; in this relatively large cell, the
long-range plasmon correlations should be important, whereas in a small cell with
L ~ k', the short-range behaviour would be expected to dominate. In addition, it
means that L. = 5.5, so that L. > kc_l and the short-range function wc,s, is allowed
to decay naturally. As a further check, simulations were also carried out for an even
larger system containing 1600 electrons.

The trial wave functions used in the test were of the standard two-determinant
Slater-Jastrow form described in equation (B.77), with determinantal orbitals ob-
tained from LDA calculations. In addition to the VMC energies, it is instructive to

compare the electron density profiles generated by the different Jastrow factors:

N
:/|\If(r1,...,rN)|225(z—zi) dPry - dPry. (8.122)
=1

During the VMC simulation, the z-positions of the electrons are sampled period-
ically. These coordinates are taken from the distribution with probability density
function n(z)/N. To see this, consider P(a < z; < b) (the probability that the first

electron lies in a given z-range):

Pla< 2z <b) = / </|\Ifr1,..., )2 dxldyldTQ---d?’rN)dzl
(8.123)

- /Z:a nz(v) dz.

The problem of reconstructing the probability density function n(z)/N from the set

of sampled points {z;} is addressed in appendix D]

8.4.1 Unbounded slab

Figure shows the density profile of the original two-determinant wave function.

Because the orbitals used in the determinants were taken from an LDA calculation,

10For the rest of this chapter, all measurements will once again be quoted in atomic units.
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Figure 8.14: The electron density profile, from LDA and VMC. The wave function used in VMC
was a product of determinants made up of LDA orbitals, with no Jastrow factor; the densities are

the same, to within the VMC noise.

the profile should match the LDA density, which is also shown. Assuming that
the LDA density is reasonably accurate, this provides a reference for the results to
follow.

First, the effect of introducing only the homogeneous short-ranged two-body
term ucysp is investigated. Fahy and coworkers [BT] were the first to point out in
the context of quantum Monte Carlo simulations that adding a homogeneousf[] two-
body term causes the electron density to become more uniform; this is seen in figure
B.15. However, the effect is small.

The change in electron density brought about by using the plasmon two-body
term is much more dramatic, and is illustrated in figure B.16] The long-range cor-

relations cause the electron density to be pushed almost entirely into bands outside

U The term ‘homogeneous’ here refers to the fact that u only depends on the relative spin and

separation of the electrons, and not on their individual positions.
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Figure 8.15: The effect on the electron density of including a homogeneous two-body term of
the form given in equation () in the wave function. The density becomes slightly more

homogeneous, with more electrons being pushed into the vacuum regions outside the slab.

the original slab. In these regions, up is much weaker than in the centre.

The function of the one-body term is to restore the correct electron density.
Remarkably, given the dramatic separation observed in figure B.16, this is achieved
by xp1; figure B.17 shows the density profile for the full wave function given in
equation (B.121).

An important test for the plasmonic wave function is to compare it with a wave
function containing only the short-range electron-electron cusp terms, ucusp and
Xeusp- Lhe density is plotted in figure B.1§, from which it is evident that the original
LDA density is almost exactly recovered. This is an indication that the expres-
sion (B.I19) for Xcusp, which was not rigorously derived but constructed based on a
plausibility argument, works very well for this system.

The results for a larger system of 1600 electrons are almost identical to those for

the 600-electron system; table B.3 shows the effect of the different Jastrow factors
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Figure 8.16: The electron density profile when the plasmon two-body term (weysp —l—u;l) is included
in the VMC wave function. The profile is completely different to the original curve, with almost
all the electrons now at the slab edges. The change is much more pronounced than when the

homogeneous (and short-ranged) ucysp alone was used.

on the VMC energy for the two sizes. The lowest energy is obtained when only
the short-ranged part of the Jastrow factor is used. This is because, in this case,
the electron density profile is very close to the (presumably optimal) original LDA
profile. The short range of the two-body term means that it disrupts the density
less, and there is consequently less work for the one-body function to do.

In contrast, the plasmon two-body function is very long-ranged, and has an enor-
mous impact on the electron density (as seen in figure B.16)); the plasmon one-body
function is correspondingly large. Although this function comes close to restoring
the original density, it is not perfect: this may be due to the way in which the
functions have been smoothed, or the fact that the Jastrow factor was derived for
an idealised slab of constant density.

These results suggest that having the correct electron density is more important
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Figure 8.17: The density profile when the full plasmon Jastrow factor is included in the VMC wave

function. The result is very close to the original density, although not perfect.

Number of electrons in cell Jastrow factor used

Energy per electron (mHa)

600 none
Ucusp
Up) + Ucusp
short-ranged Jastrow
full plasmon Jastrow
1600 none
short-ranged Jastrow

full plasmon Jastrow

32.5£0.2
125£0.1
3361 £3
6.14 + 0.07
7.95 £ 0.06
32.9+0.2
4.8£0.2
84+04

Table 8.2: The energy per electron, calculated in VMC, for the unbounded jellium slab. Results for

two different cell sizes and various forms of Jastrow factor are shown. The ‘full plasmon Jastrow’

refers to a wave function of the type described in equation (), the ‘short-ranged Jastrow’ uses

only Ucusp and Xcusp-
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Figure 8.18: The electron density profile for a Jastrow factor consisting of only the short-range

two-body function ucusp and the corresponding one-body term xcusp-

than having the precise form of u. Up to this point, no optimisation has been carried
out: all parameters have been calculated in advance, based only on theoretical
considerations. To improve the plasmon Jastrow factor, a reasonable approach is
to take the wave function of equation (B.121]) as a starting point, and then to add
a small one-body term with adjustable parameters, with the aim of restoring the

initial density.

8.4.2 Bounded slab

Although the plasmon Jastrow factor for the unbounded slab performed well, and
should provide a good starting point for optimisation, the unoptimised form did not
improve on the simple short-ranged Jastrow factor, which came closer to maintaining
the LDA density and hence generated a lower energy.

The bounded jellium slab is in some ways a more accurate representation of
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Figure 8.19: Electron density profile for the bounded slab, in LDA and VMC (with no Jastrow

factor).

the system for which the plasmon normal modes were derived; electrons are truly
confined to the slab, as in the original model. In the bounded jellium slab, it is
not necessary to smooth out the cusps at the slab edges, because the determinantal
part of the wave function already goes to zero here. The smoothing is presumably
one of the areas which contribute to the small but significant errors in the Jastrow
factor for the unbounded slab; the fact that it is not required for the bounded slab
suggests that the results for the plasmon Jastrow factor should be better here.

Figures B.19, B.20, B.21], B.22, and illustrate the electron density profiles
for the various different versions of Jastrow factor; the corresponding energies are
recorded in table B.3.

The effect of including only the short-range two-body term (figure B.20) is to

reduce the energy and move the electron density away from the centre of the slab;
as in the unbounded slab, the change in the electron density is small.

Even with the electrons confined to the slab, the plasmon two-body term com-
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Figure 8.20: Electron density profile for the bounded slab, with a Jastrow factor containing only
the short-ranged two-body term. The disturbance to the density is small; this is reflected in the

VMC energy, which is significantly lower than when using no Jastrow factor.

Number of electrons in cell Jastrow factor used  Energy per electron (mHa)

600 none 85.94+04
Ucusp 62.2+0.3
ulsgl + Ucusp 8870 + 70

short-ranged Jastrow 58.8 £0.2
full plasmon Jastrow 55.1 £0.1
1600 none 87.9+1.2
short-ranged Jastrow 60.1 0.9
full plasmon Jastrow 53.3 0.8

Table 8.3: The VMC energy per electron for the bounded jellium slab.
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n@

Figure 8.21: Electron density profile for the bounded slab, with the plasmon two-body term only.
The long-ranged correlations alter the density drastically, as in the unbounded slab; electrons are

pushed to the slab edges.

pletely changes the electron density when used without the corresponding one-body
function; this is illustrated in figure B.2. When the one-body function is applied,
the density is very close to the LDA result, as can be seen in figure 8.22. The
correction is better here than in the unbounded slab. Consequently, the energy is
lower than that achieved with the full short-ranged Jastrow factor; the density for
this configuration, shown in figure B.23, is as good as that for the plasmon Jastrow
factor, but the energy is higher.
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Figure 8.22: Electron density profile for the bounded slab, with the full plasmon Jastrow factor.
The density is very close to the LDA form, and the energy is lower than when using only the

short-ranged Jastrow.
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Figure 8.23: Electron density profile for the bounded slab, with the full short-ranged Jastrow
factor. The LDA density is almost restored, and the energy is lower than when using only wcusp,

though not as low as that obtained with the full plasmon Jastrow factor.

165



Chapter 9

A new calculation of the jellium

surface energy

The stated aim of this thesis is to investigate methods of improving the accuracy of
surface calculations, with particular reference to quantum Monte Carlo simulations.
The standard test system for surface calculations is the unbounded jellium slab, de-
scribed in chapter f] and referred to throughout this work; the disagreement between
existing QMC results for this system and those obtained using other methods was
discussed in chapter [,

The techniques investigated here should make it possible to carry out a more
accurate calculation of the jellium surface energy. The MPC interaction, while
not reducing finite-size errors, makes simulations much more efficient; the plasmon
normal mode theory, which produced a Jastrow factor more appropriate to the
bounded jellium slab, nevertheless also led to the discovery of the efficient short-
ranged two-body term with the accompanying analytic one-body term, helping to
overcome the problems of trial wave function optimisation.

However, there are other avenues to explore in the attempt to achieve a more
accurate simulation. Two of these will be described in this chapter; finally, a new

calculation of the surface energy for one particular density will be presented.
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9.1 Improved orbitals

The single-electron orbitals which make up the Slater determinants in the QMC
trial wave function must be obtained from some prior calculation. Typically, this is
an LDA calculation; the earlier QMC simulations of the jellium slab relied on LDA
wave functions.

As described in chapter B}, a key component of any density-functional theory
calculation is the exchange-correlation potential Vxc. It was shown by Lang and
Kohn [A§ that outside a metal surface, the correct asymptotic form of the potential

is image-like:
1

4(z — z9)’

Here z is the coordinate normal to the surface and zy is the position of the image

Vxe(z) = — (9.1)

plane. However, the LDA gives a potential which decays exponentially. Recently,
Eguiluz and coworkers investigated the form of V¢ at a metal surface from first
principles [[[9], B(; their potential reproduced the asymptotic form given in equation
(P-1), and matched the conventional LDA value inside the metal.

Having the correct image tail in the potential is important for studying several
processes relevant to experiment: Eguiluz cites binding energies and lifetimes of
image-potential-bound surface states, tunnelling currents in the scanning-tunnelling
microscope, and resonant-tunnelling rates for ion-surface collisions as examples. It is
not clear whether it will prove equally important when calculating the ground-state
energy in QMC.

To investigate this, density-functional theory calculations were carried out using
a version of Vxc containing the image potential, with two different positionsf] for
the image plane. The resulting wave functions were tested in VMC simulations, and
compared with the traditional LDA wave functions.

Figure P.1] shows the original and modified forms of the potential. In the vacuum

!The two image-plane positions (relative to the slab edge) were zp = 0.72 and zy = 1.49; these
values were obtained by Eguiluz, the first by fitting to the image tail, the second from the linear

response.
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Figure 9.1: The effect of including the image tail in Vxc. The simple LDA form (shown for
comparison) is matched to the image potential outside the slab. The test system has density
parameter ry = 2.07 and slab width s = 17.64248; the simulation cell contains 600 electrons. In
addition to the exchange-correlation potential Vxc, the Kohn-Sham potential Vks = Vg, +Ve+Vxc

is also plotted. The positions of the image planes are indicated by ticks on the z-axis.

region, the LDA potential decays exponentially, while the modified potentials have
the form described in equation (D.1]). The electron density is plotted as a reference;
on this scale, the difference between the three density curves corresponding to the
different exchange-correlation potentials is not observable.

The effect on the single-electron orbitals is small; the greatest difference is ob-
served in the higher sub-bands, because these extend further into the vacuum region.
The highest occupied orbital for the current test system (the sixth sub-band) is plot-
ted in figure P.. Note that there is a very small correction to the nodes.

The overall correction to the wave function is small, and this is reflected in the
VMC energies listed in table P.J. The wave functions calculated with the image
plane at zg = 1.49 give a slightly higher energy, and will not be used in the QMC
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Figure 9.2: The effect of the image tail on the highest occupied single-electron sub-band. The
original orbital is shown, along with the difference between this and the modified orbitals (magnified

one hundred times - note the two scales).

simulations to follow. Those obtained with the image plane at z = 0.72 give the
same VMC energy as the conventional LDA wave functions, although the variance
appears to be slightly lower (less moves are required for a given accuracy); these

wave functions will be used from now on.

9.2 Alternative k-point sampling

In all the simulations carried out so far, strictly periodic boundary conditions have
been applied to the wave function in the xy-plane. The system is homogeneous in

the xy-direction, which means that the DF'T orbitals must have the following form:

G (T) = Uy (2)e™ITI (9.2)
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Type of potential VMC energy (mHa)

No image tail 32.54 £0.08
Image plane at zp = 0.72 32.54 £ 0.08
Image plane at zp = 1.49 32.70 £ 0.08

Table 9.1: Comparison of energies calculated with different versions of the exchange-correlation
potential. The DFT energies are identical for all potentials. The trial wave function for the VMC
calculations contained no Jastrow factor; the simulations used a simulation cell containing 600

electrons.

The simulation cell is square in the zy-plane, extending from —oo to oo in the

z-direction. The boundary conditions therefore imply that

2mmy,
ke, — T where m, = 0,1,2, . .. (9.3)

with a corresponding relation for k,.

However, this is not the only possible choice. The aim is to model an infinite
slab, in which k| takes on a continuous range of values. Recent studies [74, B
have used ideas from band-structure theory [f, p9 in QMC simulations to improve
the extrapolation to the thermodynamic limit. The idea is to introduce some fixed

phase shift across the simulation cell, so that
p(r + L) = e ¢(r) (9.4)

where L, is a vector of length L in the z-direction. Conventional periodic boundary
conditions correspond to choosing 6, = 0. In the work of Lin et al. [F], an average
over several different phase shifts is taken. Rajagopal and coworkers [[(4] found that
using 0, = 7 (‘antiperiodic’ boundary conditions) gave good results. Under these

boundary conditions, equation (P.3) becomes
k, = %(1 +2m,). (9.5)

This demonstrates the advantage of using antiperiodic or periodic boundary condi-
tions: it is always possible to construct real orbitals by taking pairs of k| and —k;.

This is not true for an arbitrary phase shift.
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Figure 9.3: The electron density profile with periodic and antiperiodic boundary conditions for two

different cell sizes. The infinite-cell limit is also shown (because this may be calculated in DFT).

In this section, the effect of imposing antiperiodic boundary conditions will be
investigated.

Figure P.3shows that the electron density is altered quite dramatically by the new
boundary conditions. The graph displays the densities for two different system sizes,
illustrating that the effect of the boundary conditions is reduced as the cell becomes
larger. Both finite-cell densities differ from the infinite-cell form by approximately
the same amount, though in opposite directions.

Of all the sub-bands, only the lowest (ug) is strongly affected by the altered
boundary conditions; this is illustrated in figure 0.4. The change in the electron
density is brought about by a significant change in the occupation of the sub-bands.
The occupation numbers are listed in table P.2; table P.3 shows the fractional oc-
cupation for each system, along with the true value obtained in the infinite-cell
limit. Despite the large change in the electron density, the effect on the ground-

state energy in QMC is small. The VMC energies are listed in table P.4. After the
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Figure 9.4: The lowest sub-band for different boundary conditions and cell sizes. The infinite-cell

form is included for reference.

Number of electrons Phase Occupation of sub-band

1 2 3 4 5 6

600 0 178 138 134 90 50 10
600 T 168 152 120 104 48 8
1140 0 322 290 242 178 90 18
1140 T 312 296 240 176 104 12
1600 0 442 394 354 242 138 30
1600 T 432 416 328 240 152 32

Table 9.2: The occupation numbers of each sub-band for two cell sizes and periodic or anti-periodic

boundary conditions.
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Number of electrons Phase Fractional occupation of sub-band

1 2 3 4 5 6

600 0 0.297 0.23 0.223 0.15 0.083 0.017
600 T 0.28 0.253 0.2 0.173 0.08 0.013
1140 0 0.282 0.254 0.212 0.156 0.079 0.016
1140 T 0.274 0.260 0.211 0.154 0.091 0.011
1600 0 0.276 0.246 0.221 0.151 0.086 0.019
1600 T 027 026 0205 0.15 0.095 0.02

00 - 0.279 0.252 0.210 0.154 0.087 0.018

Table 9.3: The fractional occupation of each sub-band. This is simply the occupation number
divided by the total number of electrons, and allows the results of finite-cell calculations to be

compared with those obtained in the infinite-cell limit.

Number of electrons Phase VMC energy DFT correction Corrected energy

600 0 32.56 £0.11 -0.268 32.29
600 T 32.32£0.11 -0.128 32.19
1140 0 32.75+0.13 -0.117 32.63
1140 T 3241 +£0.14 0.210 32.62
1600 0 32.92+0.14 -0.072 32.85
1600 7 32.73+£0.18 0.070 32.80

Table 9.4: Comparison of energies calculated with different versions of the exchange-correlation
potential. All energies are in mHa. The trial wave function for the VMC calculations contained

no Jastrow factor.

usual independent-particle finite-size error correction has been applied, the results
are identical to within the statistical error: this is reassuring, but shows that using
alternative boundary conditions cannot reduce the remaining finite-size error. The
results are in agreement with the hole-squashing model proposed in chapter [ to

explain this error.
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9.3 Surface energy calculations

On reviewing the earlier sections of this thesis, it is apparent that even with the
many improvements introduced here, finite-size errors cannot be eliminated. In
particular, the Coulomb finite-size error conjectured to be caused by ‘squashing’ of
the exchange-correlation hole must still be dealt with. In order to minimise the effect
of these errors on the calculation of the surface energy, great care must be taken
with the extrapolation to infinite system size; in addition, it is unwise to compare
results from slab and bulk systems.

This latter constraint means that simulations must be carried out for a range
of slab widths; the bulk and surface energies may then be extracted by a fitting
procedure, using equation (p.f), repeated here for convenience:

8rri3oc\ 1
slab — €bu - - 9.6
€slab = €bulk T ( 3 ) 5 (9.6)

The motivation for this approach is that the errors arising in bulk and slab cal-
culations may differ significantly; using only slab results should ensure a better
cancellation of errors.

As was noted in chapter [, the surface energy calculated using equation (P.0)
displays oscillations of decreasing amplitude as the slab width is increased; the true
surface energy is the limiting value of o as s — oco. To minimise the errors introduced
by these oscillations, it is possible to choose slab widths for which the LDA value
of o matches the extrapolated value: three such special slab widths are 11.7783,
15.1317 and 18.4851.

For each slab width, calculations must be performed for a range of cell sizes; the
results can then be extrapolated to the limit of infinite cell size. By selecting sizes
for which the LDA slab energy per electron corresponds to the infinite-cell value for
the same slab width, the need to apply the independent-particle finite-size correction
described in section [L.1.1] is obviated.

Each system to be simulated requires an optimised trial wave function. As usual,

LDA orbitals (with the image-tail correction of section P.IJ) make up the Slater
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determinants; the form of the Jastrow factor was determined after consideration of
the results of chapter §. The short-ranged two-body term

o —rij/a—r2 L2
ucusp(xi7xj) = me i/ il Le (97)
00

has the advantage that the corresponding one-body function required to restore the
original density is derived analytically: the one- and two-body terms may therefore
be optimised by varying the single parameter a.f] This speeds up the otherwise
painfully slow manual optimisation process; the failure of automatic optimisation
based on variance minimisation is documented in chapter . The evaluation of
the Jastrow factor within a simulation is also inexpensive compared with the full

plasmonic form.

9.3.1 Results

The first stage of the QMC simulations is the optimisation of the trial wave function.
Short VMC calculations were carried out for different values of a;; an example of the
dependence of the VMC energy on « is displayed in figure P.5. The optimal value
of a, obtained by a quadratic fit to these curves, was found to increase slightly with
the cell size L.

Having obtained optimised wave functions, the next step is to carry out longer
VMC runs, the results of which are plotted in figure P.6. Systems of size ranging
from 300 up to 3000 electrons were simulated; the number of time steps required
ranged from tens of thousands for the larger systems to around a million for the
smaller ones. The MPC interaction was used for these calculations: testing at one
slab width revealed that the quasi-2D Ewald and MPC interactions returned values
which were in agreement with each other, confirming the results of chapter fj.

The two quasi-2D interactions are compared with the 3D Ewald sum in figure

07. The 3D Ewald sum gave slightly lower energies than the other interactions;

?Note that L. is fixed by the requirement that Ucusp(Xi, X;) be effectively zero when |x; —x;| ~ L,

and is not an optimiseable parameter.
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Figure 9.5: Optimising the parameter av. The VMC energies are shown along with the quadratic
function fitted to them. These results are for a slab width of 11.7783 with a cell containing 588

electrons; the minimum is at o = 2.26.

the difference has the correct sign to be associated with the additional Coulomb
finite-size error arising from the periodicity in the z-direction.
More computationally-intensive DMC simulations were also carried out for some

of the smaller systems: the results are listed in table P.5.

9.3.2 Analysis

The best estimate of the jellium surface energy is obtained using figure P.g. The
graph illustrates that there is a significant finite-size effect: comparison with the
DMC energies and the results of chapter fj shows that this is due to the Jastrow
factor. The Coulomb finite-size correction has a negative sign and is smaller in
magnitude.

The optimised Jastrow factor becomes significantly better for larger system sizes;

the axes of the graph have been chosen to demonstrate that the error scales approx-
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Figure 9.6: The slab energy per electron, plotted against s/N, where s is the slab width and N is
the number of electrons. The abscissa is proportional to 1/L?, and was chosen to demonstrate the

form of the finite-size errors.

imately as 1/L?. The reason that the Jastrow factor performs less well in small
systems is almost certainly the parameter L.. This parameter, which keeps the
wave function free of unwanted cusps, depends on the cell size, and is not allowed to
be optimised. It modifies the long-range behaviour of the two-body term; it does not
appear to affect the electron density adversely (by rendering the derived one-body
term less efficient).

Most importantly, this finite-size error is independent of the slab width: the
evidence for this is the fact that the different curves in figure P.g remain equally-
spaced. This allows an accurate calculation of the surface energy to be made.

First, the curves s = 11.7783 and s = 15.1317 are interpolated on the abscissae
of the third curve, s = 18.4851. Working with the largest possible system size
(and thus effectively eliminating the Coulomb finite-size error), the slab energies

per electron at this point are (in mHa) -3.713 £ 0.063, -4.060 £+ 0.051 and -4.593
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Figure 9.7: Comparing the MPC and Ewald interactions when s = 18.4851.

+ 0.042 respectively. From equation (P-f), these points should lie on a straight line
when plotted against 1/s; figure P.§ shows that this is in fact the case. The gradient
of the line passing through these points is -28.5 £ 2.3, which gives the surface energy
of jellium as -0.384 £ 0.031 mHa bohr=2 or -600 £ 50 erg cm~2. This figure brings
the QMC result into line with the other calculations referred to in chapter f.

In contrast, the values of o quoted in table P.J were calculated using the method
of Li et al. [fJ]: no Coulomb finite-size correction was applied, and the slab energy
was simply combined with Ceperley and Alder’s fixed-node valuef] for e, in equa-
tion (P.6). This demonstrates that, although the Coulomb finite-size error acts to
decrease the energy (see the three calculations with s = 11.7783 in table P.5), the
greatest error is positive and comes from comparing the results of bulk and slab
simulations. The quality of the nodal surface of the trial wave function is better in

the homogeneous electron gas than in the jellium slab.

3The fixed-node bulk calculation of Ceperley and Alder referred to by Li is unpublished; the

quoted energy per electron is ep,x = —0.2017 €V per electron.
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Slab width Number of electrons €., (mHa) o (erg cm™2)
11.7783 332 -9.18 £ 0.13 -440 £+ 30
11.7783 466 -8.901 £ 0.097 -370 £ 20
11.7783 088 -8.818 £ 0.088 -350 £ 20
15.1317 454 -8.486 £ 0.094 -340 £ 30
18.4851 D72 -8.15 £ 0.15 -290 + 60

Table 9.5: Slab energies per electron calculated in DMC, for various slab widths and system sizes.
The surface energy estimates listed in the final column are included to demonstrate the errors

introduced by combining the results of bulk and slab calculations without due care.

To carry out a more accurate DMC calculation of the surface energy using the
fitting method applied above to the VMC results would require significant compu-
tational resources. The largest systems studied using VMC and used in the final
surface energy calculations contained around 3000 electrons: in smaller systems,

there remains the difficult problem of correcting the Coulomb finite-size error.
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Figure 9.8: The slab energy per electron, with L? = 1150, as a function of the slab width.
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Chapter 10

Conclusions

The original motivation for the work contained in this thesis was to resolve the
controversy over the surface energy of jellium; the calculations contained in the
final chapter suggest that this goal is close to being achieved. If the VMC results
reported here are supported by DMC simulations, the extended-system QMC results
will have been brought into line with those obtained using all other methods. This
is a vital step if one is to have confidence in future QMC simulations of extended
surface systems.

In working towards this goal, several techniques have been developed and in-
vestigated which may have applications in different areas. First of all, the MPC
interaction has been introduced as a substitute for the Ewald interaction in quasi-
2D simulations. Although it does not reduce the Coulomb finite-size errors in such
systems, it is significantly faster than the Ewald interaction, and is therefore recom-
mended for future work on slabs.

An explanation of the Coulomb finite-size error, and its resistance to the MPC,
has also been provided. The model developed here leads to an error with the correct
sign; the next step is to estimate the scaling of the finite-size error with system
size, based on this model. An important lesson from this work is that the Coulomb
finite-size errors in quasi-2D systems can be large, even for large cells, and need to
be dealt with carefully.

A large part of this thesis is devoted to the connection between plasmons and
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the electronic ground-state wave function. A new approach to this connection has
been presented, based on physically intuitive ideas. The resulting prescription for
the long-wavelength correlations in the wave function agrees with previous work; the
value of the formalism presented here is that it is now much easier to incorporate
prior knowledge about plasmon normal modes in any given system.

This idea has been tested on the jellium slab system, with some success: the
plasmon-predicted Jastrow factor reduces the energy in VMC. However, the strong
long-wavelength correlations disrupt the electron density significantly, and although
the predicted one-electron term almost restores the original (and presumably cor-
rect) density, this restoration is not perfect. In contrast, the short-ranged correlation
term developed here has a much weaker effect on the density, and the corresponding
analytic one-electron term is able to restore the original density almost exactly. One
important conclusion is that it appears to be more important to have the correct
density than to include all the long-wavelength correlations, and this makes the
short-ranged Jastrow factor more attractive.

Presumably, the best Jastrow factor would use both long- and short-ranged cor-
relations, and take the predicted one-electron term as a starting point; adding some
variational freedom to this term would then allow the correct density to be restored
while maintaining all the correlations. However, the aim here was to minimise the
need for optimisation, since this procedure is awkward for the jellium slab; there-
fore only the short-ranged correlation term (and the corresponding density-restoring
function) were used in the calculations of the final chapter.

The density-restoring term corresponding to the short-ranged correlation func-
tion was derived analytically, using a relationship which has been postulated by
other authors and which is automatically satisfied by the plasmon Jastrow factor.
This suggests that the relationship may hold generally in inhomogeneous systems,
and can provide a way to make the optimisation process much more efficient: a
starting-point for the one-electron term is provided analytically, depending on the
two-body term.

Two other techniques were shown to have little impact: alternative k-point sam-
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pling and orbitals derived from a potential which includes the correct image-like
asymptotic behaviour when an electron leaves the slab (in contrast to LDA or-
bitals). The fact that the finite-size error is not affected by alternative k-point
sampling lends support to the ‘hole-squashing’ argument put forward to explain
this error.

The final calculation of the jellium surface energy draws on all the advances made
here. While this is only a VMC result, it suggests that earlier extended-system QMC
simulations were flawed; the new result is in line with density-functional theory and
finite-system QMC calculations. The earlier calculations did not take careful account
of the Coulomb finite-size effect, and this has been shown to lead to a significant
error. However, the most important error comes from comparing the results of slab
and bulk calculations; it appears that bulk wave functions are significantly better
than those available for slabs, which leads to an overestimate of the surface energy.
This is an important consideration for any future surface energy calculations; the

error is magnified in jellium, because the surface energy itself is so small.
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The quasi-2D Ewald sum

The generalization of the Ewald summation to a system with periodic repeat in
only two dimensions was first obtained by Parry [6, B6]. However, this original
derivation, although it leads to the correct result, is difficult to follow. An alternative
derivation is presented here in section [A.]]; in section A2, the expansion of the result

in the limit of small separation and large cell size is obtained.

A.1 Derivation

The problem is to find the potential due to a charge of unit magnitude at the origin

and all its images in the plane. The charge distribution is therefore
p(r) =) (r-R) (A1)
R

where R is a 2D lattice vector. In fact, as |z| — oo, the potential tends to —oo
(relative to the potential at z = 0). However, the form of the potential in this limit
can still be deduced, because the array of charges then resembles a uniform sheet;
the potential therefore decreases linearly, and this defines the boundary conditions.

The Ewald method [[[§] is to rewrite the charge distribution, creating a smooth
term which may be evaluated in reciprocal space and a rapidly-decaying term which

converges quickly in real space. In the quasi-2D system, this is modified slightly,
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and the charge distribution is in fact rewritten as

p(r) = (Z {5@ ~R) - 7T\/17_TU36_(r_R)2/02:|>

7(1' R)?/c? 1 67,22/0'2
7T\/_O'3 - /moA (A.2)

! <ﬁoA )

= p1(r) + pa(r) + ps(r).

Here, A is the area of the 2D cell defined by the primitive lattice vectors and o
is a parameter which may be adjusted to assure the rapid convergence of real and
reciprocal space sums (without affecting the result). The three terms on the right-
hand side of equation ([A-2) will be dealt with separately[] starting with p;.

The contribution to the potential from each term in the sum decays rapidly with
|[r—R[; the potential is therefore evaluated in real space, using Gauss’ Law. Consider

the charge distribution

1 2/ 2
=0(r) — ———e T/, A3
plE) = 8(1) — ——se (4.3)
By Gauss’ Law, the electric field generated by this potential has magnitude
2e " 1
E(r) = ffar — erfc(Z;) (A.4)

in atomic units. Insisting that the potential must tend to zero as r — oo gives
o
o) = [ B6)ar
T

= 1 erf(:(z)
r o

so that the contribution to the potential from the charge distribution p; is

r) :; |r_1R| erfc(’r;R|>. (A.6)

(A.5)

!The first two terms are overall charge-neutral; far from the slab, the potential due to each of
these terms must tend to zero. The linear dependence of the overall potential in this limit must

be provided entirely by the third term.
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The second contribution comes from a reciprocal space sum; the charge distri-

bution is therefore rewritten as

pa(r) = %17 Z e T
k

(A7)

where k is the set of 2D reciprocal lattice vectors and the py are Fourier coefficients.

The sum excludes k = 0, because px—g = 0 by design. The other coefficients are

given by

1 Z 1 2,52
I —(I‘”—R) /0’ —’Lk~I‘H d
P A/cell R \/7—”(036 ‘ ol

1 C2/52 il
_ - e rH/cr iker dI‘”
A\/E’]TO‘ space
1 eik202/4_

Ay/ro

The desired potential is expressed as a similar series:

$a(r) =) du(z)e™M.
Kk
These expressions may then be substituted into Poisson’s equation,
V2¢s(r) = —4mps(r),

to give an equation for the coefficients ¢y (2):

d2 2 4\/7_T 2 2 2.2
_ — _ V" —z*/o*—k*c%/4
<d22 k ) ¢k<z) O_A € :

This may be solved with the Green’s function

, 1
Gk(’Z?Z) = _ﬁ

—k|z—2|

to give

gbk(z) _ /OO ie_kp—z’l (_4\/A%€_Z/2/0_2_k202/4> dzl,
00 g

which, after integration, yields the potential

: k k |
Pa(r) = %; 2 [e_kz erfc(% — g) + k2 erfc(% + g)] oker)
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Finally, the third charge distribution is

1 _22/02'

p3(r) = Ao’ (A.15)

Because this function only depends on z, Poisson’s equation reduces to a one-

dimensional problem; the appropriate Green’s function is
/ 1 /
G(z,z):§|z—z|. (A.16)

The potential is therefore given by

> 1 1 12 2
_ e —z'%/o /
¢3<r) i /—oo (2|Z : |) (Aﬁae ) a
2 z o 2/ 2
__ =27 (= Y —Z/o .
A (Zer (a> U )

Combining the three previous results gives the following expression for the po-

(A.17)

tential due to a charge at r = 0 and the corresponding images:

B 1 Ir — RJ 27 z Ay
vg(r) = g TR erfc( - ) 1 {zerf(g) + ﬁe }

k k .
+ zk: klA [e‘kz erfc(% — §> + e erfe <% + g)] eI

The self-interaction energy is the energy associated with the interaction between

(A.18)

this charge and its images:

. 1
=t (oo - )
. (1 r 1 1 R 20\/T 27 ok
— ll—{rcl) (; erfc(;) — ;) + Z I erfc (;) i + ZO merfc(T)

R+£0

2 1 R 20\/T 27 ok
—_m+2}—%erfC(;)— A +k2¢0merf€(7)

R0

(A.19)

A.2 Expansion

The function appearing in the exchange-correlation energy (U£Y in equation (f£24))

is vg(r) — £. The exchange-correlation hole is normally short-ranged; the extent to
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which vg(r) — & deviates from 1/r at small » may be used to estimate the finite-size
error associated with the Ewald interaction. The expansion of this function for small
r and large lattice parameter (L) follows.

Combining equations ([A.19) and (A.1§) gives the function to be expanded:

2 1 R 1 r — R|
vg(r) — & = = Zﬁerfc(;> —l—; TR erfc( - )

I (A.20)
L —kz v E kz b d .
+ZkA{{e erfc( g)+e erfc( +0>} cosk-r|
K£0
—2erfc (a_k:) } .
2
The first line of this expression reduces quickly to
1 27"2 2 /52
St e+ O[]+ O[] A21
bz ol ol a2
The second line is also simply expanded, giving
2\/72?
— O [2]. A.22
cA + [Z } ( )
The sum in k-space is slightly more involved. To begin, we note that
2 2 —a? 3
erfe(zg + ) = erfe(zg) + —=(2"20 — 2)e ™ + O [2°] . (A.23)
LS
Applying this result,
k k k
e ke erfc(% — E) + ek erfe (% + E) = (2 + k2z2) erfc(%)
7 ? (A.24)

222k
———e

v

The error is of order z* rather than z3 because any terms involving odd powers of z

—(ok/2)? +0 [24] '

must cancel out. The next step is to expand the cosine to O [r?]; the k-space sum

of equation ((A:20) then becomes

3 r_’f (22 _ M) erfc("_’f) T | Lo (A2s)

2
s A k 2 gA
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which reduces to
2.2
Z mk 22— m erfc ok _ 2\/_Z —(ok/2)?
A 2k? 2 oA

K#0
from a comparison of the contributions to the sum of all the k-vectors of a given

+ 0 [rY] (A.26)

magnitude.

To proceed further, we use the following two-dimensional Fourier series:

Ze (r—R)/0)? — Z 7 (Ok/2) <A27)

with r = 0. This gives
k#0 R (A.28)

which, when substituted back into equation ([A.2(), leads to

vg(r) — & = %4— <32 — %ﬁ> (k;’é %ﬁerfc(%k) — %ﬁ) +0[r']+0 [e_LQ/Uz} :
(A.29)

The remaining k-space sum may written in terms of the new variable 8 = 1/0%

K#£0 (A.30)
= 5(8).
Differentiating,
Z 2Aﬁ\/_ gy e
- 2“7% ()
(A.31)

2 Bd (A3
e ()
- % XRIG - R*B)e 7.
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Here, equation ([A.27) has again been used to convert the reciprocal space sum to

one in real space. To recover the original sum, we integrate from 0 to 3:

) o\ _R2
5(8) =50 = [ 22 2vB Z ~ R*5)e " dg
Ej/q — RY?)e ™ (A.32)

4 \/32
(I, — R*1y) /tdt.
S SURLe

%\

The two remaining integrals are

\/E 242
Iy = / tre T q¢
0 (A.33)
_ B\/_ —R23 4 I
2R2 2R2
and
\/B 242
I :/ e qt
0\/_ /7 (A.34)
6 —RQﬂ T
_2—_R2€ + 4—_[?3 erf (R\/B) .

Substituting these results into equation (A.33), and using the fact that S(0) =

o= £ [(B-22) - (] + 2

1BVE 1 (A.35)
- QRZ_rf(Rﬂm[ .
Returning to the original summation,
4 1 1 R 2,2
Z—erfc( ) =3 ="75 Z —3erf(—> + 0 |e e
e 2 303/ 2 ) R o [ } (A.36)
o 4 C L2/0'2
T 3031 L3 +0 [ ]
where the constant C' is given by
1 2 2\—3/2
0=§mZ;gz+n) (A.37)
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and the prime here indicates that the term with m = n = 0 should be excluded

from the sum. It may be shown [[(J] that this sum reduces to

45(3/2)¢(3/2) (A.38)

where 3 and ( are the Dirichlet beta and Riemann zeta functions respectively, giving
C = 4.516810842.
Combining equations ([A.36) and ([A.29) gives the final result:

vp(r) — € = % _ %(22 - %) rO [+ 0[], (A.39)
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The cusp conditions

The true ground-state many-electron wave function satisfies the following Schrodinger

equation:

2. (—;—Wv? + V() + % 3 4ﬂiow> v({r,}) = BEv({r;}).  (B.1)

) j#i
The cusp conditions, originally derived by Kato [B7], constrain the behaviour of the
wave function as two electrons approach each other. To study this behaviour, it is

useful to write the Hamiltonian operator as

f]({ri}):Z[— i V§+V(ri)+% 3 ¢ }

P 2m, Pl dmegr;;
e? 1 1
+ + B.2
47r60i>22[]R—rj+%r[ ]R—rj—%rd (B:2)
h? h? r r e?
SRELER v- SO v T (R —) v (R - —)
+ { dm, B m, T * + 2 + 2 + 4degr

where the new coordinates are

I'1+I'2
2

r=r; —ro. (B.4)

R:

(B.3)

The distance between electrons 1 and 2 is r. As r — 0, the Coulomb interaction

energy (e?/4megr) of these electrons diverges. In this limit, the Hamiltonian operator
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may be written as
. h? e (1 1 2
H({r;}) = —— V24 V(r; - - 4=
=35 e (3 3 )]
1>2 JF#s, j>2 (B5)

o, h? 2 e? 9
+ {—4—meVR+ 2V(R):| + {—m—V + O[’I“ ]:|

dmegr

For any eigenstate of H, the divergence in the Coulomb energy must cancel out

exactly; the only other term which can give rise to a matching divergence is
—— V2 (B.6)

Therefore, when two electrons are close together, the Schrodinger equation is entirely
dominated by these two terms and is approximately separable; the part of the wave

function depending on r is a solution of the reduced Schrodinger equation

(_h_2v2 ¢ )\Ilr(r):E\IJr(r). (B.7)

Me 4megr

This hydrogenic equation has the well-known solution in spherical polar coordinates

where the Y}, are spherical harmonics and f;,, satisfies the radial equation

Wod (r dflm> . ( @ M+

Cmer2 dr dr Amegr Mer?

) flm - Eflm (Bg)

Substituting the power series solution
o0
fim =17 Z A7 (B.10)
§=0

into equation (B.9) gives

2

rpZalm]< (+1) - (p+j>(p+j+1)}rj‘2+4e—rj‘1—Erj)=0 (B.11)

T€EQ

so thatf] p = and
2

mee 1
ml = Qim ) B.12
im1 = @imo (47r60h2> 2(0+1) (B:12)

IThe alternative result, p = —{ — 1, is rejected on physical grounds.
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The higher coefficients (a;,,,; with j > 2) depend on E and therefore on the positions
of the other electrons. Combining equations (B.§), (B.10) and (B.12) gives the

expansion of the wave function for small 7:

r mee?
U, (r) = (1 + 3 W) 000 Y00
- E B.13
o (1 - ! 47r€o712) almo}/lm #) ( )

+ higher order terms.

The starting-point for the wave function used in quantum Monte Carlo sim-
ulations consists of a product of up- and down-spin determinants. Because the
determinants are smooth functions of the electron coordinates, the wave function

may be expanded about the point r = 0:
Up=D'D'=cy+c,-r+0O[?. (B.14)

For electrons of parallel spin, the wave function has a node when r = 0, which means
that ¢y = 0; for electrons of antiparallel spin, this is not the case. Rewriting the

expansion in terms of spherical harmonics gives
Up =agYoo +r ((111Y11 + apYio +an Y- ) + Olr ] (B.15)

If ap = 0 (parallel spins), a corrected wave function with the same cusp as derived

in equation (B.13) is

2
vilo— (145 )y, B.16
b= (145 (B.16)
The corrected version when ag # 0 (antiparallel spins) is
2
ollo— (14 L T )y, B.17
be= (145 ) (B.17)

In each case, only the lowest-order term is corrected.
This behaviour may be conveniently incorporated into a Slater-Jastrow wave

function of the form

U =eVp (B.18)
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with

1 1 mee? 1
J = —5 ;ucusp(xiaxj) = —5 ; 47r€0h2 . Z (601-03- — 2) Tij. (B]_g)

However, while this form gives the correct divergence when two electrons are close
together, it spoils the wave function when the separation is large. A more sensible

choice for ucygp is

mee? o
Ucusp (X4, Xj) = (m) Boio € " 7i%" (B.20)
with the parameters chosen so that
1/4 when 0, =0j
Q0 B010; = (B.21)

1/2 otherwise.

As |r; — rj| — 00, Ucusp(ri,Tj) — 0 and the original form of the wave function is

restored; the rate at which uc,sp decays in this limit is determined by g, -
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Integrating the cusp function

In the course of determining the one-body function x for the jellium slab, it is

necessary to evaluate the following integral:
I = 27r/ / —ker/? (=22~ [p2+(z=2")?/(L2) Vo dp d7. (C.1)
z'=—o00 J p'=0

With the substitution ¢ = /p? + (2 — 2/)?2, this reduces to

I-27r/ / e hea=/L2 gy dq d2
'=—o00 Jq=|2— Z’I

(C.2)
_ 27r/ / —[q/L +kcLe/2)? +k§L§/4q dq ds.
=—o00 Jg=|z— Z’I
The further substitution
q . keL.
P = L_ + 5 (C3)

then gives

00 00 kch
I= 27rL§ek3Lg/4/ / i(2)e ?” (p - ) dp dz'
z'=—o00 Jp=|z—2'|/Le+keLe/2 2

i keLon/T z—2|  k.L.
:ﬂLgekELEM/ n(z,){_ : erfc<| - Ly 5 ) (C.4)

—0o0

|z — 2|2 K2L?
+exp(— I —kc]z—z']—T dz'.

To proceed further, it is necessary to know the density profile n(z’). In deriving the
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plasmon modes, the following approximation was used:

i 0<z<s
i(z') = (C.5)

0 otherwise.

Applying the same approximation here gives

keLe a(?) — 2 kL.
I:TloﬂLzek‘%LgM{—Tﬁ/ erfc(z & + ) dz'
0

L. 2
a(2) (2 —2)? K:L?
+/D exp (—T — k?C(Z — Z/) — T) dZ/
L | = L
_ keLeym cﬁ/ erfc(z 4 K C) dz' (C.6)
2 a(2) L. 2

s I 2 ]{Z2L2
[ (g -5 )

= noﬂLZekELg/"‘(h + [2 + 13 + [4)
where the following function has been introduced to represent the limits:
0 when z < 0

a(z) = 9 2 when 0 < 2 < s (C.7)

s otherwise.

The first integral may be solved with the substitution

z—2 N k.L.
L. 2

w =
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and by parts:

kchﬁ z/Le+kceLe/2

2 Ji—a()/LetheLe2

kch T w:Z/Lc+kch/2 2 Z/Lc+kCLC/2 o,
=— w erfe(w) + 7 we ™" dw
s
[

w=[z—a(z)]/Le+keLe/2 z—a(z)]/LetkeLe/2

k.L*\/7 z  kcL. z k.l
I {(L—c—i- 2 )erfc(L—c+ 5 )
z—a(z)  keL. z—a(z)  kcL.
_( . 2 )erfc( . 72

L merkerer | L ema@l/Lethere/2? |
NZS NZS

I = erfe(w) dw

&v

\)

(C.9)
For the third integral, which is similar, the appropriate substitution is

2 —z N k.L.
L. 2 7

w =

(C.10)
giving

kCLQ (372)/Lc+kch/2
Y
la(z)—2]/LetkeLe/2

erfc(w) dw

w=(s—z)/Le+keLe/2

9 (s—z)/LetkeLe/2 N
+ — / we™ " dw
w=[a(2)—2]/Lc+keLe/2 ﬁ la(z)—z]/Let+keLe/2

2 {
kL m| (s—2 kel s—z kel
= _leze f
2 { . 2)erC(Lc+2>
a(z) —z  k.L. a(z) —z  k.L.
( L + 5 )erfc( I + 5
1 2 1 2
_ = o l(s=2)/LetkeLe/?] & _—l(a(2)—2)/LetkeLe/2]
\/7_Te + ﬁe }
(C.11)
The second integral is
a(z) o kL 2
_72:/ exp(—[z © + = c] )dz/
0 L. 2
(C.12)

[z—a(z)]/Let+keLe/2 )
= —LC/ e dw
2/LetkeLe/2
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with the same substitution described in equation (IC.§). This gives

_ Leym z—a(z)  k.L. z kL.
I = 5 [erfc( I + =5 > e:rfc(LC 5 )] (C.13)

Finally,

z/ —z  k.L.? ,
/ exp + 5 dz
e (C.14)
L.

$—2)/Le+keLe/2 )
/ e dw
la(2)—2]/LetkeLe/2

using the substitution defined in equation (C.10), which gives

I = LCQﬁ {erfc(b(z) —c 4 kch) - erfc(s —Z 4 kL)} (C.15)

L. 2 L. 2

Collating the separate sub-integrals gives the final result:

4
= nOkCLcWﬁekaz/4{_(i + kch 1 ) erfc(i + ]{?ch>

2 L, 2 koL, L. 2

B s—z+kch+ 1 ¢ s—z+kCLc
L. 2 kL)L, 2

N z—a(z)+kcLC+ 1 of z—a(z)+kCLc
L. 2 kL)L 2

N a(z) — z N koL, N 1 o a(z) — z N koL,
L. 2 ki.)\ L 2

B e N L (SR T

(C.16)

s Vi
_ L e Lethene? _ L a2/ methere2? |
LS NG
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Appendix D

Reconstructing a probability

density function

The problem is this: given a set of points sampled from some distribution, how can
one obtain a good approximation to the original distribution?

The solution must obviously address the issue of what constitutes a ‘good’ ap-
proximation: some possibilities are smoothness, correct incorporation of symmetry,
and implementation of known boundary conditions.

Two ways of approaching this problem are presented here; the first method will
be shown to be almost a special case of the second.

In both sections, the original probability density function is denoted f(x); the
approximate reconstructed function is g(x), and the sampled points are {x; : i =

1,2,...,N}.

D.1 Use of a weighting function

The first approach is to permit each sampled point to contribute to the value of the

reconstructed function:

g(x) = %Zw(wl,x) (D.1)
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The weighting function w(x;, z) is not necessarily homogeneous (although in many
cases, this is a sensible choice). Each sample point carries the same total weight;

mathematically, this is expressed as

/w(x,-,x> dr = 1. (D.2)

The reason for choosing the total weight to be one rather than some other constant

is to ensure that g has the normalisation appropriate to a probability density:

/g(:v) dx = %é/w(ml,x) dx

=1.

(D.3)

The expected value of the reconstructed function is

(9(0)) oy = (0o, = [ wlyn)s(0) do (D.4)

Evidently, the best approximation from this point of view is achieved when w(y, ) =
d(y — ). A good approximation is one in which w(y, x) is localised, tending to zero
quickly as |y — x| increases; the extent of w should be smaller than the length scale
on which changes in f occur.

However, this is not the whole story; the expected error in g must also be con-

sidered:

( (o0~ 1))

. - <9($)2>{m} - 2f(x)<g(m)>{mi} + f(x)?
- >_(wlw pw(zg,0), . = 2f@)w(z; ), (D-5)

+ f(x)%.

To proceed further, it is necessary to separate the terms with ¢ = j, and to use the
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fact that z; and z; are independent when 7 # j:

(o —s@)) =S wten e’ + glutan o),

When w is made too narrow and delta-function-like, the second term (the variance
of w for a particular value of z) becomes large. The factor of 1/N means that with
more sample points, w may be made narrower; the benefit of this is that more of
the fine detail in f is then recovered.

The optimum w is therefore a compromise between a broad, slowly-decaying
function which ensures that ¢ is smooth but misses some of the features of f, and
a narrow, quickly-decaying function which captures all the details but makes g very
noisy.

Using an inhomogeneous weighting function, it is possible to incorporate various
boundary conditions. For example, if it is known that f(z) = 0 for = < a, the weight
may be adjusted so that w(y,z < a) = 0, while still satisfying the normalisation
condition expressed in equation (D.2).

It is also possible to incorporate symmetry into this formalism: if f is known to
be symmetric about x = a then letting w(y, ) = w(y, a — x) ensures that ¢ has the
same symmetry.

As an example, consider the homogeneous Gaussian weight function

w(y,x) = e~ w=0?/20 (D.7)

which satisfies the normalisation condition (D.J). The expected value of the recon-
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structed function is

(9(@) (0 = \/ﬁ / e VT f(y) dy. (D.8)

The integrand is only significant in the region close to y = x; the size of this region

is determined by o. Expanding f(y) about this point gives

(y — o)
2

o (v—2)? /202
Oy = | o
= () + 50* (@) + O]

(70 + =070 + P+ ) dy

(D.9)

Thus the expected value of g(z) differs from f(z) by a term of order o?; this suggests
that o should be as small as possible.
In order to calculate the expected square deviation from f(z), it is first necessary

to evaluate the mean square weight:

o (y—2)?/0?

L)) = [ ——— dy. D.1
(w(@s,x)?),. / 5w dy (D.10)
Expanding f(y) about y = x as before gives

(e 27),, = el 0+ 5= "(0) + Ol o.11)

This, together with equation (D.9), can now be substituted into equation (D.4):

(o0 1@)") = (3ri + 00)

{=i}

g

+ %{ <ﬁf(m) - NG "(z) + (’)[03]) (D.12)
- (7@ + 30257+ 01 }

When the number of samples N is finite, this function diverges as ¢ — 0 and has
a minimum at some non-zero value of ¢. The optimum value of ¢ decreases as IV

mcreases.
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D.2 Projection onto basis functions

The second approach to the problem proceeds by writing f(z) in terms of some

appropriatef] basis: .
flz) = Z cixi(z) (D.13)
i=1
where {x;} is a set of complete orthonormal functionsf] and
ci = /f(x)xz(a:) dzx. (D.14)

An approximation to ¢; may be obtained from the set of sampled points {z;}:

N
1
di = NZXZ(%')- (D.15)
7=1
The expectation value of d; is
(di) = (xilxy),, = cin (D.16)

Using these approximate coefficients, an attempt at a reconstructed function is then

g(r) = Z dixi(z)

= % Z Z Xi(@;)xi(@).

i=1 j=1

(D.17)

Only a finite number NV, of basis functions has been used. Comparison with equation
(D) shows that the technique discussed in the previous section is approximately a

special case of this more general method, with

w(xj,x) = ZXZ(ZE])X,([L’) (D.18)

IThe choice of basis is of course influenced by whatever prior knowledge of f is available: if f
has a certain symmetry, then only basis functions with the same symmetry need be considered.
Likewise, if f satisfies certain boundary conditions, the basis functions can be chosen to satisfy the

same constraints.

2The basis functions in fact need only be linearly independent, not strictly orthogonal. However,

the analysis is much simpler in the case of an orthonormal basis.
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However, there are some weight functions which cannot be reproduced as long as N
is finite.
The expected value of the reconstructed function is

Ny

<g(x)>{mj} = Z<X1($J)>m]X2(x)

=1
- (D.19)

= ZCzXz(x)

i=1
This is a good approximation if ¢; = 0 for i > N,.
Finally, the expected square deviation from the original function is

( (st~ 1))

Ny N Ny

NQZZZZXZ (@) (@) (@),

{z; i=1 j=1 k=1 I=1

- 2f <9 D) oy T

= —ZZXZ Xz(%)xk(l"]»

=1 k=1

ZZXZ @) (a(@)), (uay), P20

=1 k=1

(<g ) ey - >) B D) ppetcoary

This is analogous to equation (D.6). The first term is large when an insufficient
number of basis functions are used (compare equation ([D.19)). However, the second
term becomes large when too many functions are used. To see this, consider what

happens as N, — oo. The second term becomes

%/f(y);Xz(x)xi(y){;xk(ﬁ)xk(y) —/f(z);Xk(x)Xk(Z) dZ} dy

-+ [0 (56— - [ @521 d) dy, D2y
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which is infinite.

In general, there is an optimum number of functions to use; when more points
have been sampled, more functions should be used. Ideally the coefficients for the
neglected functions (¢;, where i = N, + 1,...,00) should be very small; for this
reason, it is important to choose a sensible basis. The best basis is one in which all

the coefficients are zero above some cut-off.
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