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Abstract

In this thesis, we study the possibility of positronium, an atom formed by a
positron and an electron, bound states near the surface of the topological in-
sulator BigTesSe and graphene. The overlap of the bound state’s wavefunction
with the material can be used to calculate properties which are relevant in
positron spectroscopy techniques. The description to determine such bound
states is entirely based on quantities that can be obtained from first-principles.
We calculate these quantities with the linearized augmented plane wave method
approach to density-functional theory. In this first-principles study, we investi-
gate if the edge states that exist near the surface of topological insulators have
an important effect on the positronium bound state. For both materials, we
present the bound state’s energy and wavefunction. At the end of this thesis,
we propose an improved model for the positronium bound state near the surface
of a material.
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Chapter 1

Introduction

In this general introduction to this thesis, we state the problem we deal with and
we motivate why it is relevant. At the end of the chapter, we give an overview
of how the rest of the thesis is built up.

1.1 Positron spectroscopy

After the theoretical prediction of the existence of the positron in 1928 by Dirac
and the first experimental observation of the particle by Anderson in 1933,
positron-electron annihilation processes were extensively studied in the following
two decades. During this period, experimental techniques employing positrons
were beginning to be developed. In the late 1960’s a couple of important papers
appeared that showed the sensitivity of positrons to lattice defects in mate-
rials. The progress in the 1980’s, from the experimental side as well as the
development of the theory of positrons in semiconductors and defects, lead to
a significant increase in the usage of positron spectroscopy in material research
since the early 1990’s.

Compared to other experimental techniques for defect identification, positron-
spectroscopy excels at characterizing vacancy-type defects. This is easy to un-
derstand because the ions will strongly repel the positively charged positron and
the latter will thus experience vacancies as attracting centers. The two most
frequently used techniques are the positron lifetime spectroscopy and Doppler
broadening (of the positron-electron annihilation radiation) spectroscopy. The
first technique measures how long the positron survives before annihilating with
an electron of the material and relies on the fact that the annihilation rate
decreases if the electron density is lower. The information included in these
measurements is mainly the size of the vacancies, which can reveal what atoms
are missing and if clusters of vacancies are present. The second technique mea-
sures the momentum distribution of the annihilating electron-positron pair. If a
positron gets trapped in a vacancy defect, it can annihilate with the electrons of
the surrounding atoms. Due to the distinct core electron structure of each ele-
ment, the Doppler broadening technique reveals information about the chemical
environment of the vacancy defects. Because of its sensitivity to vacancy-type
defects, positron spectroscopy is also often used in the study of polymers and
their surfaces [22]. The application of positron-spectroscopy is, however, not
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limited to the study of vacancies alone and the application of these techniques
is being used to study a variety of systems. As an example, a paper recently ap-
peared that shows that positron spectroscopy is a sensitive technique to probe
the surface properties of quantum dots because positrons get trapped at the
surface of these nanoparticles [15].

It is not our intension here to go into the details of these experimental tech-
niques but rather motivate the rest of this thesis. Therefore we briefly describe
the different scenarios of what can happen with a positron in a sample. Af-
ter a positron has been fired towards a sample, it quickly loses its momentum
and then lives in the order of ~ 100ps in thermal equilibrium with its en-
vironment. In the annihilation process, in which momentum and energy are
conserved, two energetic photons of around ~ 511keV are sent out in opposite
directions. During its lifetime in the material, the positron can just interact
with the electron density of the bulk but this process usually does not contain
the information experimentalists are interested in. The more interesting case is
where a positron encounters a vacancy defect and gets trapped into a localized
state, which then reveals information about the defect as described before. The
trapping of positrons is not limited to vacancy defects, however, and can also
happen at interfaces between materials and at surfaces. There is also a third
possible scenario and that is when the positron forms a bound state with an
electron, which leads to a significant increase in the lifetime. The annihilation
properties of the positron depend on wether it forms a singlet or a triplet state
with the electron. Because of the strong repulsion between the bulk electrons
and the electron of this positronium (Ps), the interaction between the material
and Ps is mainly repulsive. This makes it possible that Ps gets repelled out
of the bulk and forms a bound state near the surface of the material or that
it gets trapped in a vacancy defect. A recent paper shows that the Ps can be
used a sensitive probe for studying the surface properties of pores in porous
catalysts [27]. More generally, a Ps bound state near the surface of a material
can be used to very selectively probe the surface properties of the material. This
because the positron wavefunction has a small overlap with the material that
quickly decays to zero. Apart from the annihilation of the positron with its
bound electron of the Ps, the overlap with the edge of the material causes the
positron to annihilate only with those electrons of the material that are located
near the surface. The detected annihilation radiation then contains information
about the electronic structure of the surface. One example where measurements
that very selectively only probe the surface electronic structure are interesting
is in the case of topological insulators, which exhibit conducting states located
at the edge of the material while they are insulating in the bulk.

Unlike angle-resolved photoemission spectrscopy (ARPES), which directly re-
veals (the occupied part of) the electronic structure of a material, the inter-
pretation of positron spectroscopy measurements is not straightforward. As
mentioned repeatedly in Tuomisto’s paper [52], theoretical modeling can signif-
icantly help in the interpretation of experimental data.

The topic of this thesis is to investigate if it is possible to have Ps bound states
near the topological insulator BisTesSe. From experiments, this seems to be
the case [41/45] but a theoretical investigation can model what to expect from
the Ps bound state and can help with the interpretation of experimental data.
A second system we investigate is graphene, also because it is of great interest
as of present. Apart from determining wether or not it is possible to have Ps
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bound states near these materials, we look for the effect of the edge states on
the Ps bound state.

1.2 Topological insulators

A short introduction to topological insulators seems in order here to convince
the reader why they are of interest and to understand some of the properties of
these materials.

In one sentence, a topological insulator is a material that behaves as an
insulator in the bulk while at the surface there exists a conducting state that
is robust in the sense that it is unaffected by (non magnetic) defects it might
encounter. To understand how such a state can emerge, we begin, in analogy
with the review paper of Hasan and Kane [18], by considering the integer quan-
tum hall effect, then explain the spin quantum hall effect after which we can
introduce the three dimensional topological insulators.

The quantum hall effect occurs when a strong magnetic field is applied per-
pendicular to a two dimensional electron gas (2DEG). The cyclic motion of an
electron, with a cyclotron frequency of w,, is quantized and gives rise to Landau
levels. If we define a unit cell with an area that encloses a quantum of magnetic
flux, then we can label states with a crystal momentum k in the plane of the
2DEG. A bandstructure of this system shows no dispersion as function of k and
the different bands are separated by an energy gap hw.. This means that an
electrical field cannot induce a current since there are no states available directly
above the highest occupied electron state. Let us now adopt a classical point of
view for a moment, where electrons perform a cyclic motion around flux lines,
and imagine that the 2DEG lives inside a rectangle. At the edges, electrons
will perform a skipping orbit motion, since they will bump into the edge and
cannot move outside the rectangle. At the opposite edge, electrons will move
in the opposite direction so that in the absence of an electrical field the net
charge displacement is zero. So, in the integer quantum hall effect we have a
bulk (the inner part of the rectangle) that is insulating and an edge that shows
a conducting state. Moreover, from the classical picture we can understand that
an electron propagating in one direction cannot be backscattered, unless it ends
up at the opposite edge in the scattering process, so it will just skip around
any impurities it encounters at the edge. We seem to have all ingredients we
need to fulfill the requirements to classify the integer quantum hall state as a
topological insulator, would it not be that the external magnetic field forms an
essential ingredient.

Before we discuss how we can get rid of the magnetic field but retain the other
properties, let us adopt a band structure description that will prove to be more
useful in the rest of the story. Figure [I.I] shows schematically what the band-
structure of the integer quantum hall state looks like. The two bands that cross
the Fermi energy are the skipping orbit edge states. If one of the bands denotes
a left moving electron at one edge, the other one is the right moving electron
that lives at the opposite edge.

Now, it turns out that bandstructures, in the case where there exists a bandgap,
can be classified with the total Chern number. A Chern number n,, tells you
the net amount of times a Bloch state |u,,(k)) picks up a phase of 27 when it
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Figure 1.1: Schematic bandstructure plot of the quantum Hall state, where the
two colored bands denote the edge states.

makes a walk around the edge of the Brillouin zone. It is easy to understand
that it has to be an integer since, when one transports a wavefunction around a
closed loop, its value must remain unchanged. This is only possible if the phase
changes by an integer amount of 27. Furthermore, since any smooth changes in
the parameters of the Hamiltonian cannot induce a discontinuous change in the
wavefunction, the Chern number is in that sense a topological invariant. The
total Chern number N is defined as the sum over all Chern numbers n,,, of the
occupied bands in a system. So also this number cannot change, given that the
occupied states do not change, i.e. no bands pass through the bandgap. It has
been shown that the Hall conductivity:

o2
Opy =N " (1.1)
is determined by this number [51]. Thus, for an ordinary insulator the total
Chern number has to be zero. To show how the Chern number can be used to
identify conducting edge states, imagine that you have a certain system which
has a nonzero Chern number. Because the vacuum can be regarded as an or-
dinary insulator since it has a bandgap (the pair creation energy), conduction
states (electrons) and valence states (the filled negative energy solutions), it has
N = 0. Now if you consider the Chern number as a function of the position, it
will have changed when you start inside the system and end up in the vacuum.
We argued above that this cannot happen when no bands pass through the
Fermi energy thus, consequently, we must have a conducting state where the
number changes, which is at the edge.
The conducting edge state in the quantum hall phase exists only because we
explicitly broke the time reversal symmetry of the system by applying a mag-
netic field to it. We wonder now if it is possible to have conducting edge states
without breaking this symmetry. Let us first take a look at what time-reversal
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symmetry implies. The time-reversal operator is given by [40]:
T=e3%K, (1.2)

where o, is the Pauli matrix and K performs the complex conjugation. If we
write the exponential as a Taylor series for an arbitrary angle a and if we use
that 05 = 1, then we can recognize the Taylor series for the sine and cosine.
The result is that:

€29 = cos (%) + ioy sin (%) . (1.3)

Under the action of the time reversal operator, an electron state flips its spin.
This can be seen by applying the operator to a spinor, which then shows that the
components of this spinor are swapped after applying the time-reversal operator

to it:
P = (G o) () -(50) e

Since we also know that under time reversal symmetry momentum changes
direction, we can conclude that under time-reversal an electron state changes
momentum and spin at the same time. A second important property of time-
reversal for spin-1/2 particles is that 12 = —1, so that if we have an eigenstate
of a T' invariant Hamiltonian, it has to be at least twofold degenerate. Indeed,
should we have a non-degenerate state |¢) then we would have:

Tlg)=cl¢) = T%¢)=|c]’|g), (1.5)

which is obviously impossible since |c|> # —1. This property is known as
Kramers doubling theorem.

The first property of time-reversal tells us how we can make the quantum hall
state invariant under time-reversal. Indeed, instead of one conduction channel
at each edge, we should have two and these two conduction channels should exist
for electrons with opposite spin and momentum. These states are, just like the
quantum hall states, robust against (elastic) backscattering. This is trivial in
the case where the scattering process does not effect spin. In the case that the
scattering does affect spin, it should rotate the electron state by +7 in order to
get to the other state. These two possible backscattered states are just as likely,
as long as we are dealing with non-magnetic impurities, so that their amplitudes
are equal. Because, however, electrons are fermions, these states have opposite
sign since they are rotated over 2w relative to each other. As a consequence,
we have perfect destructive interference of the backscattered states. The phase
that we just described is known as the quantum spin hall insulator, which is the
two dimensional topological insulator.

We now use Kramers doubling theorem to formulate a band description of topo-
logical insulators. Consider a Bloch Hamiltonian H (k), which, if it is time-
reversal invariant, has to satisfy:

THK)T' = H(-k). (1.6)

We know that this is always the case at the points in the Brillouin zone which
are connected by a reciprocal lattice vector and at k = 0. This means that
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we have a Kramer degenerate pair at these special points in the Brillouin zone
for any material that has a time-reversal invariant Hamiltonian. Away from
these special points, the spin-orbit interaction lifts the degeneracy. The way
the Kramer pairs are connected is what determines if we have an ordinary or
a topological insulator. In figure [I.2] we plotted the two distinct manners that
Kramer pairs can be connected. For a trivial insulator, the degenerate states
connect pairwise, which makes it possible to raise the chemical potential above
these bands and as such end up with an ordinary insulator. In the case of a
topological insulator, this is not possible and there is always an odd number of
bands in the positive half of the Brillouin zone that cross the Fermi surface. We
also note that close to these Kramer degenerate points, the dispersion of the
bands is linear for topological insulators.

==

J

Figure 1.2: A schematic plot of the bandstructure for a trivial insulator (left)
and a topological insulator (right). Note that only half of the Brillouin zone is
shown since time-reversal invariance require H(k) = H(—k). This means there
for every crossing of the Er at k, there is an additional one at —k.

It is now easy to generalize things to a three dimensional topological insula-
tor. We already mentioned that the dispersion between the Kramer degenerate
points is linear for the two dimensional topological insulator. For the three di-
mensional topological insulator, we have Dirac cones near these special points.
If we consider the two dimensional Brillouin zone of the surface of a material, we
need to determine if there is an odd number of bands crossing Er between these
special points. A similar statement is that we need to determine how many of
the Kramer degenerate points are enclosed by the Fermi circle. Either an even
number of these points is enclosed by the Fermi circle and in those cases we have
weak topological insulators, or an odd number of points are enclosed and then
we have strong topological insulators. It is of course also possible that no Dirac
cones are present and then we have an ordinary insulator. The weak topological
insulators exhibit edge states which are not robust against backscattering. In
this case the valence bands with the same spin-polarization of two Dirac cones
can connect as well as the conduction bands. The result is then that we end
up with an ordinary insulator. In the case of a strong topological insulator, the
connection of conduction bands from one Dirac cone to another is also possible
but since there is an odd number of cones, there are always at least two metallic
states. We summarize this discussion in figure[1.3

To end this short introduction to topological insulators, we make the connection
again with the change of topology across the edge of the material that we em-
ployed to determine the existence of the edge state in the quantum hall effect.
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Figure 1.3: Schematic plot of the Fermi circle in the two dimensional Brillouin
zone. The grey area denotes the occupied states of the band crossing the Fermi-
energy and the white area the unoccupied ones. In the left figure, two Kramer
degenerate points are encircled, which corresponds with a weak topological in-
sulator. In the right figure three Kramer degenerate point are encircled, which
then corresponds with a strong topological insulator. At the sides, we show
schematically the enclosed Dirac cones when no disorder is present (top) or
when disorder is present (bottom). The color of the lines denotes the spin-
polarization.

The topology of the electronic structure inside the bulk is described by four Zo
invariants (numbers that are either 0 or 1) and together they determine wether
a material is an ordinary insulator, a weak topological insulator or a strong
topological insulator. The determination of these numbers is in general quite
involved and requires the knowledge of the details of the occupied Bloch states.
A necessary condition for a topological insulator is, though, that the bandstruc-
ture shows a band inversion. This means that the normal energetic ordering
of atomic orbitals inside the bulk of the material is different than in vacuum.
Let us examine the example of BizSes [58]. The configurations of the valence
electrons for Bi is given by 6p® and for Se by 4p*. In figure a diagram shows
the effect of the chemical bonding between the atoms, the crystal field splitting
and the spin-orbit coupling on the energy levels of the p-orbitals. The band
inversion occurs in the last step where the spin-orbit coupling is switched on.
Since this ordering is topological distinct from the vacuum case, an analogous
reasoning than in the case of the quantum hall phase shows that a conducting
edge state has to exist.

1.3 Overview of this thesis

We have several goals in this thesis. Firstly, we want to determine if Ps bound
states are possible near the surfaces of the topological insulators BisTesSe and
graphene. Secondly, if bound states are possible, we want to know the effect of
the topological edge states on their binding energy. Finally, we want to improve
upon the recipe from literature. The rest of this work is organized as follows.

In chapter two we discuss some theory that we need in the rest of the work.

Most importantly, this is the recipe that we follow to determine the bound states.
The formulas for the Van der Waals attraction that turn up in this description

10
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Figure 1.4: A schematic diagram of the evolution of the energy levels of the
p-orbitals from the atomic limit (left) to crystalline BisTes at the I'-point in
the Brillouin zone (right). The first stage (I) shows the effect of the chemical
bonding, (II) shows the effect of the crystal potential and (IIT) the effect of the
spin-orbit coupling. The dashed blue line represents the Fermi-energy. Figure
taken from [58].

are derived in appendix [A] Since we need first-principles techniques to deter-
mine the quantities in the recipe accurately, we also discuss density functional
theory (DFT). We do not use a plane wave package but rather a package that
employs the linearized augmented plane wave (LAPW) method. The basics of
this method are discussed in chapter two, where we also motivate our choice for
the method. More detailed information about the method is given in appendix

Bl

Chapter three deals with all the DFT calculations of BisTesSe. We give all
necessary details of the parameters in the calculations. The results are checked
against DFT results already available in literature and if possible also against
available experimental data. In this chapter we pinpoint quantities that may be
influenced by the topological edge states.

The calculation of the Ps bound states are carried out in chapter four. This
includes some post processing of the DFT data as well as calculating some quan-
tities that we did not get from chapter three. Once we determined the bound
state, we evaluate the dependence of the Ps binding energy of the different pa-
rameters in the model. This helps pinpointing those quantities which are most
crucial. Armed with that knowledge, we discuss the influence of the topological
edge state on the binding energy.

In chapter five we carry out the calculation for graphene. The first-principles
study will be less extensive than for Bis Te;Se since we do not have separate bulk

11
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and surface properties because graphene is a two-dimensional material. Also,
in BisTeySe it is possible to ‘turn off” the edge states by including or excluding
the spin-orbit coupling but this correction is too small in the case of graphene.
At the end of the chapter, we present the calculation for the possible Ps bound
states.

In chapter six we propose a more accurate model to determine Ps bound
states. We motivate in detail the proposed model as well as our approach to

solve it.

Finally, we close off with a conclusion where we summarize the most impor-
tant findings.

12



Chapter 2

Theoretical background

In this chapter, we discuss the theory necessary to calculate the Ps bound states.
In the first section, we discuss the recipe from literature, which describes the Ps
as a neutral particle bound to the surface by the Van der Waals interaction. We
derive the formulas that describe the Van der Waals interaction in appendix [A]
since it is quite long and technical. To evaluate the expressions in the bound
state description, we need to determine quantities that are specific for the ma-
terial in question and we will use density functional theory to obtain them. The
second section gives an introduction to density functional theory in general and
goes into more detail about the LAPW method. In the third section, we discuss
the PAW method in a nutshell.

2.1 Bound state description

In 2007, R. Saniz [43] described the effective potential for the physisorped
positronium state as:

V(z) = [Vr(2) + Vww (2)] 0(2 > 20) + Vo 0(z < 20), (2.1)

where zg is the background edge, V; is the Ps work function (both discussed
further on) and Vg(z) is a repulsion due to the overlap of the wavefunction
of the electrons of the solid with the electron of the Ps. The Van der Waals
interaction is given by:

C

R el

flke(z = 2vw)), (2.2)

where zyw is the reference plane of the Van der Waals interaction and f is a
damping function that we discuss further on. The Van der Waals constant is
given by:

o=l O]"dfa@@ (Lo-1), 29

where a(i€) is the dipole polarizability of the Ps atom evaluated at imaginary
frequencies and €(i€) is the dielectric function of the solid which is also evaluated

13
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at imaginary frequencies. This constant described the response of the solid to the
instantaneous dipole of the atom. The introduction of the damping function is
necessary because the Van der Waals attraction diverges at z = zyyw and it was
pointed out in the work of Zaremba and Kohn [57] that their description breaks
down so close to the surface. The damping function makes sure that the Van
der Waals attraction stays finite. In the letter of Saniz, the damping function
given in the paper of P. Nordlander and J. Harris [34] was used. This result is,
however, approximate and was derived in the case of metals. In the more recent
paper of Patil at all. [36], the authors assume that the interaction between the
surface and the atom can be modeled by a sum of pairwise interactions between
the atom and all the atoms of the surface. For the atom-atom interaction they
use an analytic model, which allowed them to write down an exact result for
the damping function:

. 22 223 2t

flz)=1-e <1+x—|—2—|— 15+60>' (2.4)
In the argument of the damping function, we wrote a cutoff wave vector k.
and in Saniz’ work, the inverse of the positronium hard-core radius was used
to determine this value. The physical significance of this is that the response
vanishes at short wavelengths. This choice is, however, phenomenological. In the
paper of Patil, however, this wave vector is related to the exponential repulsion
near the surface:

VR(Z) = Vo 6_(2_20)”. (25)

Here 1/1 plays the role of the cutoff wave vector in the damping function, so we
chose k. = 1/l in our description. In the repulsive interaction, ! is determined
by the electron density decay length at the surface. The next parameter is Vj,
for which we take the work function of Ps, i.e. the energy required to remove
Ps from the bulk of the material. Finally, zo is the background edge position
which basically defines the ‘edge’ of the material. Once we have the potential,
we can solve a one dimensional Schrodinger equation:

2
V() + V() = BUCe) (26)

The negative eigenvalues of this equation, if present, then give us the binding
energy of the Ps bound states near the surface.

We now have a recipe for calculating the potential, but let us discuss a bit
more in detail how we will proceed to obtain these quantities. The first thing
that we need to know is the dielectric function and we can employ density
function theory (DFT) to obtain it. This involves carrying out a ground state
density calculation for the bulk material and from this result, the dielectric
function can be readily calculated. For the materials we consider, the dielectric
response is not isotropic. Because the instantaneous dipole of the atom can
point in any direction, we shall take an average over these different components
to calculate the Van der Waals constant. The work function V; can also be
determined from bulk properties. The other quantities we obtain from DFT are
the background edge position zy and the electron density decay length . For

14
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this we calculate the ground state electron density for a slab and then plot the
density, averaged over the (x,y)-plane, as a function of z. In the vacuum above
the material, we expect the electron density to start decaying exponentially. The
value of z for which this decay starts, determines the background edge position
zog. Also, if we make a linear fit to the logarithm of the density in the region
of this exponential decay, the slope of this fit will be the value for . We will
suppose that the Van der Waals reference plane zyy equals the background edge
position zg. This choice actually makes our bound state description independent
of the exact value of 2y, as can be see from formulas and . The only
quantity left to determine is the atomic polarizability for the Ps, for which we
take expressions from literature that are valid for the hydrogen atom. We can
do this because the Ps atom is identical to the hydrogen atom apart from its
mass. By rescaling the expressions for hydrogen, we can easily obtain results
for the Ps atom.

2.2 The LAPW method

Since we perform DFT calculations to obtain the quantities needed to determine
the Ps bound states, we shortly introduce this computational approach. In the
introduction of this section, we take a look at the Kohn-Sham method for finding
the ground state density. The more common approach to solve the Kohn-Sham
equations is the pseudopotential method. In our calculations we use another
approach, the LAPW method and the bulk of this section deals with explaining
it in some detail. The material presented in this section is mainly based on the
book of D. J. Singh and L. Nordstrom [47].

2.2.1 Introduction

In DFT calculations, we search for the ground state electron density of a system
instead of the wavefunction that can be found by solving the many-particle
Schrodinger equation. Since the density is a function of only 3 variables and
the many-particle wave function is function of 3N variables, where N is the
amount of particles, it is obvious that this an enormous simplification. Since it
is the electron density that is the observable and not the wavefunction itself, we
expect that all observable quantities can be found from this density. The second
Hohenberg-Kohn theorem [19] shows that for the ground state of a system,
this is indeed true if we know the exact functional for the total energy. The
theorem, however, gives no clue about how this exact functional looks like. We
can assume, though, we can write it as:

E[p] = T[p] + Eee[p} + Eeact[pL (27)

where T gives the kinetic energy associated with the density, F.. describes the
electron-electron interactions and FE.,; bundles the electron-ion, ion-ion inter-
action and possible interactions with external fields. With adequate guesses
for these functionals, the problem could be solved within a variational scheme.
Too bad, no guess for the kinetic energy functional up to date has been made
that produces sufficiently accurate results. Kohn and Sham [25] formulated an
approach that circumvents this problem by posing that the kinetic energy of
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the density is given by the non-interacting electron gas with the same density.
Concretely, in this approach we write the energy functional as:

Elp] = Ts[p] + Enlp] + Exclp] + Eeatlp] (2.8)

where Ty is the kinetic energy of the electrons in the non-interacting system,
FEy is the Hartree energy and F,. is the exchange and correlation energy. The
latter is the only one that we do not know exactly and approximate forms have
to be devised. The Kohn-Sham approach works if this exchange and correlation
term is much smaller than the kinetic energy and this is mostly the case. In
strongly correlated systems, the approach may, however, break down and then
other approaches are necessary.

Let us see how we can construct the system of non-interacting particles such
that is has the same density as the real system. The first Hohenberg-Kohn
theorem already tells us that there is a unique external potential with which
we can realize the same density. We will denote this external potential for
the fictitious system by V; to avoid possible confusion with F..; that we used
previously. Also if we mention external potential from now on, we mean the
external potential that we pass on to the fictitious system. Suppose that we
found the density that minimizes the energy functional. This means that under
variations of the density, with the constraint that the amount of particle N does
not change, we have:

5{E[p]—u(/drp(r)—N>} 0. (2.9)

In the non-interacting system we know that all terms that turn up in the Hamil-
tonian are the kinetic energy operators for each particle and the external po-
tential that we are searching. We thus know the energy functional exactly and
it is given by:
1 X
Byl =Tl + [ drpe)ie) = =3 S (V216 + [ depVitr). (210)

i=1

We come back to how we can find the one electron states |¢;) later. The kinetic
energy of the real system in the ground state should of course be given by the
lowest kinetic energy we can realize in the fictitious system, given the external
potential. We thus also have:

§{Ef[p] .y </drp(r) N)} =0. (2.11)

By equating (2.9) and (2.11]) we find that the external potential for the fictitious

system is given by:

_ 0Ep]
ép(r)

Here, Vi (r) is the Hartree potential due to the presence of the other electrons

and V.4 (r) is the potential caused by the presence of the ions and external fields
applied to the real system.

Vi(r) = Vi (r) 4+ Vear(r) + Vae(r)  with  Vie(r) . (2.12)
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We now consider the system of non-interacting particles to explain how we can
find the single particle states |¢;). The Hamiltonian is given by:

<_; > Vit Vf(r)> U =FEU. (2.13)

i=1

We know that the exact solution of this Hamiltonian is given by a Slater de-
terminant built from one-electron wavefunctions. By inserting this solution and
applying the variational principle, we end up with a set of single particle equa-
tions, which form the Kohn-Sham equations:

<—;v2 + Vf(r)> bi(r) = e:0i(r). (2.14)

This set of equation has to be solved self-consistently since the density of the
fictitious system turns up in Vy(r) and the density is determined by putting the
N particles of the system in the N lowest energy states |¢;):

N
plx) = D [6:() . (215)

After solving the Kohn-Sham equations self-consistently, we know the kinetic
energy of the interacting system and, since we constructed the fictitious system
in that way, also the ground state density of the interacting system. The latter
is of course only true if we did not get stuck in a local minimum during the
self-consistent procedure of solving the Kohn-Sham equations.

When searching for the one-particle states in the Kohn-Sham equations, we must
use some finite basis set. Because the equations are derived from the variational
principle, the results are then the best approximations we can make with the
finite basis and they always have a higher energy than the ‘true’ one-electron
wavefunctionﬂ This explains why a more complete basis set leads to a lower
total energy of the system and why convergence w.r.t. the basis always has to
be carried out in DFT calculations. We now discuss the basis expansion in more
dept.

Because of the Fermi-exclusion principle, every one-electron wavefunction
must be orthogonal to all other one-electron wavefunctions. The consequence is
that the wavefunctions of valence electrons have a highly oscillatory part near
the nucleus, which means that a lot of plane waves have to be used to approx-
imate them and this is usually prohibitive if one wants to perform a practical
calculation. One possibility to decrease the required amount of plane waves is
to replace the Coulomb potential along with the contribution of the core elec-
trons by a fictitious potential, better known under the name pseudopotential.
The first advantage of this approach is that we do not need the wavefunction of
the core electrons anymore, because their effect on the result is completely con-
tained in the pseudopotential. A consequence hereof is that when we compute
the valence wavefunctions, they are in general not orthogonal to the wavefunc-
tions of the core electrons. Instead we get a smooth version of the wavefunction

1We should keep in mind that this applies to the one-electron wave functions in the fictitious
system. The total energy in the interacting system is not a rigorous upper bound.
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near the nuclei, i.e. the highly oscillatory part needed for the orthogonality with
the core states is gone. This forms the second advantage. Far away from the
nuclei, the valence wavefunctions should still equal the true valence wavefunc-
tions. Most material properties are determined by the valence electrons in that
region. This means that we can expect to find the correct material properties
if we get this part of the electron density right. The recipe thus relies on the
assumption that core electrons only feel a small influence from the other atoms
of the material so that their contribution can be treated as unchanging, which is
called the ‘frozen core’ approximation. So if the pseudopotential reproduces the
same electron density at the relevant distances from the atoms, the introduc-
tion of a pseudopotential should produce the same answers as an all-electron
calculation. From now on we refer to the wavefunctions we find when using
a pseudopotential, as pseudo-wavefunctions. The above condition still leaves
some freedom for the actual form of the pseudopotential, what leads to different
types, like norm conserving and ultrasoft pseudopotentials.

The first one demands that the pseudo-wavefunctions equals the actual valence
wavefunctions and potential outside the core radius r. and also that the norm
of both are the same inside the core radius:

Te T 27 Te T 27
dr [ do | dpr?sin(0)ypg(r)Yps(r) = [ dr [ dO | dor?sin(0)y*(r)y(r).
[#]*] [#]*]

(2.16)

Here ¢¥pg stands for the valence pseudo-wavefunctions and v for the actual va-
lence wavefunctions. A pseudopotential that satisfies these conditions ensures
that it is transferable between different systems. By this we mean that a pseu-
dopotential which produces good results for a specific environment of atoms,
will also give accurate results for other environments of atoms.

An ultrasoft pseudopotential also has the demand that the pseudopotential re-
produces the actual valence wavefunctions and potential outside the core radius
r. but now the pseudo-wavefunctions do not have norm conservation restriction
inside the core radius. Instead one wants that as few plane waves as possible
should be needed to approximate the valence wavefunctions, hence the name.
This approach comes with a couple of complications, one of these being that
pseudo-wavefunctions cannot be used directly to compute the charge density
since the norm is different from the actual wavefunctions. Another consequence
is that ultrasoft pseudopotentials are generally less transferrable to other sys-
tems.

The LAPW method takes another approach to deal with the strongly oscillating
wavefunctions but there is a close connection between this method and the use
of ultrasoft pseudopotentials. Before we explain the LAPW method, we take a
look at the original idea Slater published in 1937, namely the APW method.

2.2.2 The APW method

As mentioned in the previous section, the problem with a plane wave basis set is
that it is not particularly suited to approximate highly oscillatory functions. In
the interstitial regions, that is far away from nuclei, the wavefunctions are how-
ever smooth and plane waves are the basis set of choice, certainly also because
in reciprocal space the Laplace operator becomes diagonal. Near the nuclei we
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can expect that the wavefunctions resemble those of an isolated atom and are
thus spherical. A suitable set of basis functions would of course be the spherical
harmonics. We can exploit the usefulness of both basis sets, which is the essence
of the APW method, by drawing spheres around each nucleus in a way such
that none of the spheres overlap. Inside the spheres we use the spherical har-
monics to approximate wavefunctions and in the interstitial regions the plane
waves basis:

012 Z cge G e

ZAzm(itz (MYy™() res, (2.17)

where (Q is the volume of the unit cell, G are the reciprocal lattice vectors of
the crystal, ¥;™ are the spherical harmonics and cg and Ay, are the expansion
coefficients that need to determined. The u;(r) are the solutions of the radial
Schrodinger equation:

[1d (T2d> L +21) V) | wr) = Bau(r), (2.18)

2r2 dr dr 2r

where we used atomic units i = m, = e = 1. The potential V(r) in this equa-
tion is the spherical component of the potential inside the sphere. The energy
parameter E; requires some further discussion to appreciate its importance in
this scheme.

To make sure that the kinetic energy is well defined, the APW method
demands that on the boundary of the sphere the wavefunction is continuous by
defining the coefficients A, in terms of the plane wave coefficients cg. To do
this we start with the spherical harmonics expansion of a plane wave [29]:

F=dm Y il (k)Y ()Y (), (2.19)

where the j;(kr) are spherical Bessel functions and the spherical harmonics ¥,
of course only depend on the direction of the argument. If we now demand that
the wavefunction is continuous at the sphere boundary rs, we get:

3 A () Y7 () Z ca Y i (lk+ Glr) Vi (1) V" (k + G).

'm/

(2.20)

If we multiply both sides by ¥Y;™*(r,) and then integrate over the unit sphere,
we can use the orthogonality between the spherical harmonics:

T 2m
/ do / Ao Y™ (rs) Y * (rs) = 01,06 (2.21)
0 0
to extract a single coefficient Ay,,:
dmi .
A = WZCG]I |k+G|Ts) ym (k+G) (2.22)
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The important part here is that these coefficients depend through u; on the en-
ergy parameter E; and on the plane wave expansion coefficients. The individual
functions, consisting of a single plane wave outside the sphere and the set of
spherical functions inside the sphere to which this plane waves are matched, are
called augmented plane waves (APW) and are labelled by the reciprocal vectors
G and the wave vectors k.

Let us now examine the case where E; would be fixed. The variational param-
eters in our problem would then be the coefficients cqg and we would have to
solve a secular equation with a non-trivial overlap matrix because the APW
are not orthogonal. If we would solve this equation for each k-point, we would
find the band energies and the corresponding wavefunctions. But the spherical
functions that we used to construct for the APW are only solutions to the radial
Schrédinger equation at energies Ej;. This means that we would only get the
correct result if the band energies exactly matched the values F;. This shows
we must treat the energies F; as variational parameters.

Still, if we treat E; as a variational parameter, we would have to start with a
guess for F;, then determine the band energies by solving the secular equation
after which the value of E; can be updated. By repeating this process we could
determine all the roots of the secular equation (one for each band in the sys-
tem) at every k-point as a function of E;. This is, however, computationally
too demanding to be a practical method.

Another problem with the APW method is that in general values for the Ej
are needed for which u; (nearly) disappears at the boundary of the sphere. The
plane waves and spherical functions are then decoupled and with the relation be-
tween the expansion coefficients , we see that the secular equation becomes
a strongly varying function of Ej, which in turn leads to numerical difficulties.
A last difficulty with the APW method arises when a non-spherical poten-
tial would be used in the spheres. That is because bands usually have differ-
ent orbital characters inside the spheres, in the sense of the linear combina-
tion of atomic orbitals with which the state can be constructed. For example,
c1dg + cody which have the angular dependence:

do =3cos?0 —1 dy =sinfcosfe’®. (2.23)

Due to this difference in angular dependence, the orbitals feel a different effective
potential which differs from the spherical average that is used the construct the
wi(r). A consequence of this is that the optimal choice of E; is no longer the
band energy and it is hard to determine what value to chose in such cases.

2.2.3 The basics of the LAPW method

In 1975, O. K. Andersen came up with the idea to, instead of only using the
u; inside the spheres, use both the radial functions and their derivative towards
the energy parameter Ej, denoted 7; [3]. In other words he makes a Taylor
expansion around the correct energy parameter e (the band energy) up to first
order. It turns out that this linearization of the APW method solves the prob-
lems mentioned in the previous section.

More concretely, in the LAPW method we add extra flexibility to the func-
tions inside the spheres by adding the derivatives with respect to E; of the u;
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to the basis. The wavefunctions are now expanded as:

0-1/2 ZCGei(GJrk)-r rel
G

Y(r) = (2.24)

Z [Amu(r) + Bty (1)) Yim(#) re S’

l,m

where the u;(r) are still solutions to the radial Schrédinger equation:

and the 4;(r) are the derivatives of the u;(r) with respect to the energy parame-
ters ;. They are determined by taking the derivative of the radial Schrédinger
equation towards Ej:

1 d [ 4d I(l+1) . .

|:27“2d7“ (7' d’l‘) + 2,2 + V()| a(r) =wl(r)+ Ed(r). (2.26)
The coefficients are now determined by demanding that the wavefunction and
its radial derivative are continuous at the sphere boundary. The coefficients are
thus found by solving the following equations:

. 4wt , -
Apmui + Bty = iz Z caii(lk + Glrs)Y"" (k+ G)
G

2.27
o din i 220
im dr lm dr - OL/2 —

(k + G)egi(k + Glrs) Y™ (k + G).

An important property of the radial functions is that they are orthogonal to
any function of the same Hamiltonian that vanishes on the sphere boundary.
Indeed, consider the radial Schrodinger equation (2.25) in the following form:

{ 1d> I(1+1)

2 dr? 72

+V(r)— El} ru(r) =0, (2.28)

from which one can easily show the following relation:

ug d2ruy(r)  ug d*rug(r)
(Ey — Ey)rug (r)us(r) = > gz T3 gz (2.29)

Now if we multiply both side by r and integrate, we find:

Ts Ts
1

(B — El)/dr r?uy (r)ug(r) = 5/ [uQ(r)
0 0

d*ruy (r)
dr?

(2.30)

where 74 is the radius of the sphere. The integral in the left hand side of this
equation is the overlap between the two function w;(r) and ug(r). After partial
integration, the right hand side of the equation becomes:

% (rzul(r)d“;y) O) (2.31)

T duq (1)
0 uz(7) dr
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Now if either uq (1) or ua(r) vanishes on the sphere boundary, i.e. both the value
and the derivative go towards zero, this equals zero. This means that the over-
lap between wu; (r) and us(r) must also equal zero or, in other words, uy(r) and
uz(r) are orthogonal. A similar proof can be given for the u;(r). This shows
that core electrons, for which the wavefunction vanishes at the boundary of
the sphere (in good approximation), are automatically orthogonal to all valence
states. This is an important property that the LAPW method exploits since
it allows to make a separation between core and valence electrons. We discuss
this more thoroughly in the next section.

The connection with pseudopotential codes can now also be made. Since the
valence electrons are automatically orthogonal to the core electrons, the con-
tribution of the core electrons can be seen as an external potential that turns
up in the one-electron Hamiltonian for the valence electrons. Now, since the
wavefunctions inside the spheres are determined by the coefficients of the plane
waves outside and the potential inside the spheres, one could think of a clever
way to leave out this contribution entirely (for the potential inside the spheres,
for example one could take a ‘frozen core’ approximation) and to compensate
for it in the calculation of the electron densities, potentials, etc. This would
then deliver us pseudo-wavefunctions analogous to the ones discussed in the in-
troduction of this section. The contribution of the core can be seen as a very
fluffy pseudopotentia]ﬂ since the core radius 7y is in general larger than r. for
pseudopotentials and consequently the plane wave cutoff is lower. The approach
where one would calculate the core contribution once and then use it as a pseu-
dopotential would, however, not work very well because the pseudopotential we
obtain in this way is highly non transferable. Either way, it shows how the two
approaches are related.

Let us now go back to the problems we had with the APW method and see
how the LAPW method solves them. Consider the case where we calculated
the u; with the energy parameter E; set to a specific value. If we solve the
secular equation for a certain k-point, we find a band energy with value e. If
the difference between the band energy € and the energy parameter F; is small,
then we can write the correct result, that is the u; calculated at €, as a Taylor
expansion around Fj:

w(e,r) = w(Ey,r) + (e — B (Ey,r) + O((e — Ep)?). (2.32)

The u; and 7; in the right hand side are exactly the functions we use inside the
spheres to make linear combinations with. If we keep in mind that we construct
trial wavefunctions with the results of the u; and realize that with the varia-
tional principle an error of ¢ in the trial wavefunction yields an error of only &2
in the energies, we find that the actual band energies have a final error of order
(e — Ey)*. This shows that if we start with any reasonable guess for the Ej,
there is no need to iteratively solve the secular equation. In fact, in practical
calculations one can mostly calculate all valence bands in one or two energy
windows (different values for E;), which means that equations and
only need to be solved once or twice (for every value of [ in the basis set).

The second problem we had is that it is possible that w;(r) disappears at the
boundary of the spheres around the nuclei. In general the radial derivative of

2Softer than ultrasoft!
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the u;(r) as well as the 4;(r) do not disappear, which ensures that the plane
waves do not decouple from the spherical basis functions inside the spheres.
The last difficulty we mentioned, namely that it is hard to chose the value of
the parameter E; inside the spheres in the case of a non spherical potential, is
no longer present. Although we still do not know the optimum value for Ej,
errors in the band energies due to this non-optimal choice can be anticipated
to be small because of the linearization. The use of a non-spherical symmetric
potential inside the spheres is, though, still not as straightforward is it may
seem. We give a brief discussion of how this is dealt with in appendix [B]

Why do we not try to add the second derivative ii;(r) to the basis set inside
the sphere? We could surely expect that the residual error would then be of
the order (¢ — E;)®, which could be beneficial when we would have to use more
than one value for the E; in our current scheme to obtain accurate results. The
answer to this is that adding extra derivatives increases the required amount of
plane waves needed to achieve convergence, while bringing down the required
amount of plane waves needed was our initial goal. Indeed, consider an electron
state with the exact wavefunction ¢(r). Since plane waves form a complete
basis, we can expand this exact wavefunction at the boundary in plane waves:

Qp(r):%:CGei(k-i-G)-r: Z cael TG Z cqel G (2.33)

|G|<Gmax |G[>Gmax

where Gax defines the plane wave cutoff. The derivative of the exact wave-
function is given by:

W)= Y ik+Glege!™ITL N ik + G)ege T, (2.34)
|G| < Grmax |G[>Gmax

If we now realize that a wavefunction inside the spheres is determined by the
plane wave expansion coefficients cg in the interstitial through the matching
conditions, then it is clear that the quality of the wavefunction inside the spheres
is determined by the quality of the expansion at the sphere boundary. In the
APW method, the matching of the value alone can in principle be done exactly
with a finite amount of expansion coefficients. But let us imagine for a moment
that we select some cutoff and that the resulting error at the boundary is e; =
Z|G|>Gmx ea. If we now look at the LAPW method, then the error for the
value of the wavefunction is still the same but the first derivative has an error
€2 = ) |G|> G (K + G)cgEq, Which is clearly larger. As a consequence, the
resulting error in the wavefunction inside the spheres is larger in comparison
with the APW method and a higher plane wave cutoff is needed for the same
level of convergence. It should be clear that the error introduced through the
matching of subsequent derivates grows quickly and thus the required plane
wave cutoff also does. In practice it turns out that methods of higher order
than the linearized augmented plane wave cutoffs do not pay off in terms of
computation time. A more suitable approach is to select different values of F;
to minimize the resulting errors or, even better, use the local orbital extension
that we discuss in appendix
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2.2.4 Motivation for using the LAPW method

In positron spectroscopy techniques, core electrons play an important role. In
the Doppler broadening technique for example, the largest broadening is caused
by annihilation of positrons with the core electrons since they have the largest
momentum. In plane wave codes, the contribution of the core electrons is mod-
eled as a static potential. This is a good approximation for most purposes
because the core electrons are the least influenced by the environment of the
atom and because most physical properties of interest are determined by the
valence electrons. It is, however, unclear how good this approximation is in the
case when the core electrons play an important role in the quantity of interest,
e.g. when one wants to calculate the Doppler shift of the radiation of a positron
annihilating with core electrons. In the LAPW method, the core electrons are
explicitly taken along (see appendix and as such, it may offer more accurate
results. How large these corrections are, is unclear and for as far as we know,
no studies on this topic have been carried out so far.

In this thesis we need properties that are determined by the valence electrons
so it is likely still unclear why we chose to use the method anyways. The reason
is that the LAPW method is more complex than plane wave codes since a lot
more parameters enter in the calculations. Because the properties we want to
calculate depend on the electronic structure of the valence electrons, we know
that we should obtain similar results in comparison with plane wave codes. If
available, we will of course verify our results against experimental data. We
hope to build up sufficient experience with the method in this thesis to be able
to carry comparative studies like the one mentioned above in the future.

2.3 The PAW method

Because we will employ the PAW method to calculate the work function of Ps,
we explain the method in a nutshell. We base our brief discussion on the thesis
of O. Leenaerts [26].

The projector augmented wave (PAW) method can be seen as an improve-
ment on pseudopotential methods. In the latter method, the wavefunctions are
only correct in the interstitial region where the valence bonds are located. In-
side some core radius 7. of each atom, we get smooth pseudo-wavefunctions.
In the PAW method, the true wavefunctions |¢;) are constructed from these
pseudo-wavefunctions |¢ps ;) by applying a linear transformation operator T
to them inside the spheres:

i) = Til¥ps.q)- (2.35)

The linear transformations are obtained by first carrying out an all electron
calculation in which the true wavefunctions are obtained. Afterwards, one per-
forms a pseudopotential calculation that delivers smooth wavefunctions, called
auxiliary wavefunctions in this case, inside the spheres. Outside the spheres,
both results should of course be the same. In the next step, the linear trans-
formations are determined to get from the auxiliary wavefunctions to the true
wavefunctions. The transformation to get from the smooth version to the real
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wavefunction is defined as:

i) = Tilvps) = (1+ Toi)|[¥ps.), (2.36)

where T only has an effect inside the spheres. From this equation, it is
easy to see that the transformation inside the spheres applied to the pseudo-
wavefunction is the same as taking the difference between the real and the
pseudo-wavefunction:

To.il¥psi) = [Pi) — [Ups,i)- (2.37)

When studying a certain system, one ends up with a set pseudo-wavefunctions
|¢ps,;) that are different from the auxiliary wavefunctions. The idea is then
to expand the obtained pseudo-wavefunctions in the basis determined by the
auxiliary wavefunctions. Since the latter are not orthogonal (they are nodeless
by construction), projectors are defined that will project the appropriate part
of the pseudo-wavefunctions on each of the auxiliary wavefunctions:

(pilvps,;) = 0 (2.38)

The true wavefunction of any system can then, in principle, be written as:

9) = [ops) + Z ([¥i) = [¥rs.i) (pilops,i)- (2.39)

The required data, i.e. the true wavefunctions, the auxiliary wavefunctions and
the projectors along with the potential defined by the nucleus and the core elec-
trons, are stored in a PAW dataset. It is clear that for each element a separate
PAW dataset is required.

Compared to pseudopotential methods, the PAW method is more accurate
and the plane wave basis set can be lower. The latter is possible since the core
radius can be chosen larger in the PAW method because it gets the wavefunctions
correct over the whole unit cell and not only in the interstitial region. In practice,
only a finite amount of auxiliary wavefunctions and real wavefunctions can be
taken along in the calculations. But because they are only required inside the
spheres, they are conveniently expanded in spherical harmonics and a small
basis is usually sufficient.
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Chapter 3

Frist-principles calculations
of BiyTeoSe

3.1 Introduction

The material that we are interested in in this chapter is BisTesSe, which is a
topological insulator in the family of the second generation materials [18]. Ex-
perimentally it has been confirmed to have a topological edge state, while the
bulk resistivity of the material is large compared to other members of the family,
like BisSes and BisTes. The low bulk resistivity in the latter two topological
insulators is mostly due to defects [32,/42], while the large bulk resistivity of
BisTesSe tells us that it is very likely that defects do not play an important role
in describing its bulk properties. The low bulk conductivity makes BisTesSe a
well-suited material for testing properties of 3-dimensional topological insula-
tors.

In the rest of this introductory section, we give the structural parameters of
BisTesSe as well as the parameters we used in the rest of the DFT calculations.
In the rest of the chapter we present and discuss the results of the calculations.
We first determine the bulk electronic structure and then the bulk dielectric
function of the material. Afterwards we move on to the surface properties, i.e.
the electronic structure, the charge density and dielectric tensor of the surface.
When we look at these surface properties, we try to determine the effect of the
edge states.

Crystal structure: BiyTesSe has a layered structure, where each layer con-
sists of five atoms in the order Te-Bi-Se-Bi-Te which form covalent bonds while
the different layers are held together by Van der Waals forces. We will call such
a layer of five atoms a quintuple layer (QL). The space group of the material is
R3m and the unit cell can be chosen to be either rhombohedral, which consists
of 5 atoms, or hexagonal, which consists of 15 atoms. Figure shows both
unit cells. The experimental cell parameters of the hexagonal are given by [31]:

apg = 4.298 A = 8.122 bohr

3.1
cy = 29.774 A = 56.265 bohr. (3-1)
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The paper also provides following fractional positions of the atoms in the rhom-
bohedral unit cell:

Bi = +(u,u,u) where wu=0.3958
Te = +(v,v,v) where v =0.2118 (3.2)
Se = (0,0,0).

Since we will use both unit cells, we mention how the transformation between
the two can be carried out. For more detailed information we refer to the
International tables of Crystallography Vol. A [17]. Basically, the hexago-
nal unit cell consists of three rhombohedral units cells with their origins at
(0,0,0),(2/3,1/3,1/3) and (1/3,2/3,2/3) inside the hexagonal unit cell, where
of course periodicity is used to transport sections of the rhombohedral cells that
fall outside the hexagonal cell to the other side of the cell. The atom Se is at
Wyckoff position a : (0,0,0) in the rhombohedral cell and thus this translates
in the hexagonal cell to the three positions:

211 122
Se:(0,0,0),( =, =, = =z |- 3.3
€ ( Y ) )’ (37373)7(373)3) ( )
The Bi and Te atoms are at Wyckoff position ¢ : £(z, z, z) in the rhombohedral

cell. The same Wyckoff position in the hexagonal cell is given by +(0,0, z) so
that the six positions of the Bi and Te atoms are given by:

. 211 12 2
Bi=(0,0,%tu),{ =y =, = *u),{ =, =, - tu where wu = 0.3958
3°'3° 3 3°'3° 3
(3.4)
Se = (0,0,40), (2,1 14 122, h 0.2118
e=(0,0,%v),{ =, =, = xv|,|=,=,= Lo where v = 0.
3°3°3 3°'3°3

In cartesian coordinates the hexagonal cell is described by:
all = QTH(l,—\/g, 0)
all = %H(L\/:E, 0) (3.5)
a? - CH(Oa Oa 1)7
while the rhombohedral cell axes are given by:
r 1
a; = 5(0,\/§GH7€H)
1
aj’ = E(SCLH7 —V3an, 2cn) (3.6)
1
a? = 6(73(1]1, 7\/§(ZH, QCH).
We use the rhombohedral cell to calculate the bulk properties, that is the band-
structure of bulk Bis;TesSe and the dielectric function, for the obvious reason
that it contains less atoms and requires less computation time. For the surface

properties we use the hexagonal unit cell to construct cells with one or four
quintuple layers.
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Figure 3.1: The rhombohedral (left) and hexagonal (right) unit cell of BizTesSe.

Computational parameters: Unless mentioned otherwise, the first-principles
calculations we present are carried out with the DFT code ‘Elk’, which is an
implementation of the LAPW method. Before we started calculating the re-
quired properties we carried out the convergence study w.r.t. the k-grid and the
basis set. In each step we converged a specific parameter by raising it in steps
of 1 (with the exception of rgkmax which was raised in steps of 0.5) until the
total energy was converged to within 1 meV, which is certainly strict enough for
our purpose. For the individual meaning of each parameter, I refer the reader
to appendix [B| where they are discussed. Below, we give the set of converged
parameters that we used in the input file for Elk. The convergence criteria for
the self-consistent loop and the smearing function along with the temperature
are also mentioned.

kgrid 10 10 10 rgkmax 7.5
gmaxvr 16 Imaxvr 8
Imaxmat 7 Imaxapw 10
nempty 10 lorbend true
epsengy 1x10°° epspot 1x1077

stype Fermi-Dirac | swidth | 9.5 x 10~%

We should mention here that setting the local orbitals on, did not effect the
total energy much but since they mainly have an effect on the accuracy of high
lying conduction bands (for which the energy parameter E; = 0.15Ha is not
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close enough to the band value), that is actually what we expect. It is, however,
not correct to conclude that we can just as well leave them out of the calculation
because we need to determine the high lying conduction bands accurately for
an accurate prediction of the dielectric function. This is also the reason why we
included extra empty bands, while in our convergence study of the total energy,
we could be tempted to do with less.

Other parameters in the calculation that we should mention are that the occu-
pation of electron states was smeared out by the Fermi-Dirac distribution with
a temperature of T = 9.5 x 10~* Ha = 300K and that spin-orbit coupling was
taken into account by means of a second variational step. All calculations were
carried out in the generalized gradient approximation (GGA) of Perdew, Burke
and Ernzerhof (PBE) [38].

We attempted to relax the structure but we found erroneous results for the
internal relaxation, that is the position of Bi and Te in the unit cell. After
the optimization the positions of Bi and Te were no longer given by +(z, x, x),
i.e. the symmetry got broken. This should be impossible by symmetry consid-
erations aloneﬂ Furthermore, with the use of the relaxed internal positions,
the bandstructure of the system shows that BisTeySe is metallic, which is in
contradiction with the experiment (as we will discuss more thoroughly in the
following). The relaxation w.r.t. the unit cell parameters was also carried out
and here we found values that differed ~ 1% in comparison with the experi-
mental parameters. It is unsure however, how accurate this is since the internal
positions had to be kept fixed. This is why we decided to work with the exper-
imental parameters in all calculations.

3.2 Bulk electronic structure

As a first step in the calculation of the dielectric function, we present the band-
structure as this gives us an important hint as to what we can expect from
the dielectric function and since the bandstructure has been presented in other
papers with which we can compare our results. Also, we carry out the bandstruc-
ture calculation with and without spin-orbit coupling because it is interesting
to see how the spin-orbit coupling causes the band inversion, which is necessary
to make BisTesSe a topological insulator.

We calculated the bandstructure along the lines of the first Brillouin zone,
shown in figure that connect the time-reversal invariant symmetry points.
The coordinates of these high symmetry points in the Brillouin zone of a rhom-
bohedral structure are given, w.r.t. the reciprocal basis vectors, by [44]:

r: (0,0,0) Z: (1/2,1/2,1/2)
F: (1/2,1/2,0) | L: (1/2,0,0)

The bandstructures with and without spin-orbit coupling taken into account are
shown in figure [3.3] For the bandstructure without spin-orbit coupling we find
a direct bandgap at the I'-point of 38 meV. After spin-orbit coupling is taken
into account, the bandgap is no longer direct and is situated along the Z-F line

1That the symmetry for some systems gets broken is known problem in the Elk code. This
was pointed out for us by Dr. J. K. Dewhurst, the main developer of the code.
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and has a value of 291 meV, which is remarkably close to the values reported in
the experimental studies of Ren [42] and Akrap [2]. We also show the relative
contributions of the p-orbitals of each atom to the states of the bands. When
we do not take spin-orbit coupling into account we find the normal band or-
dering Te(5p) < Bi(6p). If we include spin-orbit coupling we see that we get
the ordering Bi(6p) < Te(5p) near the I-point. This shows that the spin-orbit
coupling causes a band inversion in the bulk and we are indeed dealing with
a topological insulator. We explicitly show the Dirac cone in the surface band
structure when we study the surface properties.

re®|~N

i
i\l
=i
g

Figure 3.2: The first Brillouin zones for bulk (top) and the slab (bottom). The
dashed red lines indicate the path in the reciprocal space used for plotting the
band structures.

We compare our results with three papers which have all performed
first-principles studies of BizTesSe with the PAW method using the DFT pack-
age VASP. In the first paper by Dai [12], the bandstructure without spin-orbit
coupling does not agree very well with our result in the sense that it shows
significant quantitative as well as qualitative differences. The be more precise,
the authors of the paper found a direct bandgap with a magnitude of 260 meV
at the I'-point and, for example, the second highest valence band in our band-
structure is shifted downwards by 0.5eV compared to their result. For the case
where spin-orbit coupling is taken into account, the results are in good quali-
tative agreement with our findings although there are quantitative differences
(e.g. near the I'-point). The bandgap they predict in this case is 0.229eV. The
second paper, by Chang [8], shows much better agreement with our result, with
bandgaps of 76 meV without spin-orbit coupling and 272meV with. From the
details they give in their paper, however, no large differences between this pa-
per and the first should be expected. Both papers used the PBE functional and
the only differences in the parameters are the plane wave energy cutoff and the
k-grid. The third paper, from Wang [54], predicts a bandgap of 0.28 eV for the
case with spin-orbit coupling.

It is hard to say what exactly causes the differences for the case without spin-
orbit coupling but they could, quite satisfactory, be explained by supposing that
the scalar relativistic terms were not included in the calculations of Dai. The

30



CHAPTER 3: Frist-principles calculations of BisTeySe

Bandstructure without spin-orbit coupling Bandstructure with spin-orbit coupling

| /\“’f\‘*\{

Energy (eV)
Energy (eV)

Figure 3.3: Bandstructure of Bi;TesSe with and without taking spin-orbit cou-
pling into account. The different colors show the relative contribution to the
states of the p-orbitals from each atom. We only show the p-character here
since the other orbital characters of the states is negligible.

scalar relativistic terms are the relativistic mass and the Darwin term and are
always included in the Elk codeﬂ The first causes electrons to become more
concentrated around the nucleus and this leads to a downward shift in the en-
ergy. This downward shift in energy gets partially compensated by the Darwin
terrrEL that gives the extra localized electron additional kinetic energy through
the Heisenberg uncertainty principle. The resulting shift of the two contribu-
tions is, however, negative and since Bi is a heavier element than Te, the
downward shift is larger for the former. Comparing the contribution to the
states in the bandstructure from the different atoms, the shifts in comparison
with the results of Dai could be explained. We found in some scattered sources,
though, that the VASP code normally also includes the scalar relativistic terms.
The other option is then to assume that the difference is caused by the use of a
different set of PAWSs, which could have a significant influence on the results. It
stays, however, a guess due to the lack of documentation in the different papers
on the details of the PAWs used. Either way, mainly the result with spin-orbit
coupling is of interest since it corresponds with the real system and the agree-
ment over the different papers and experiments gives us confidence that it is
reliable. The case without spin-orbit coupling we only use in the calculations
for the slab to see what effect edge states have on the binding energy of Ps.

2Dr. J. K. Dewhurst, the main developer of the Elk code, pointed this out on the forums
of the package.

3That the Darwin term only affects s-states is only valid for the 1/r potential. In a realistic
crystal potential, it is most important for the s-states but other states will also experience an
influence from this term.
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3.3 Bulk dielectric function

Before we discuss our results of the dielectric function, we give the formulas
that are used to calculate the function in order to discuss the parameters used
in the calculation. The formula for the RPA dielectric function is given by
two contributions [33]. The first is the Drude term, which describes intraband
transitions and is only present in the case of metals:

w2

6Dlrude(W) =1- m’ (37)

where 17 = i/7 is a phenomenological relaxation constant, which can be inter-
preted as the lifetime of the excitations. Its net effect is a smearing of the peaks
in the spectrum. The plasma frequency is given by [37]:

47 Ne?
wp =

(3.8)

m*
where m* is the effective mass of the electrons in the solid and N the electron
density. Since we found a finite bandgap, we know that we do not have to include
this contribution for calculating the dielectric function. We just keep in mind
that we need to take this term into account when we are dealing with metals as
it is a parameter that has to be set explicitly in Elk. The second contribution to
the dielectric function is given by the interband transitions. In Elk, the optical
conductivity is calculated rather than this part of the dielectric tensor but the
latter is easily obtained from the former through the transformations:

Rleas(w)] = das — 473 [":i(“;)] (3.9)
and
Seap(w)] = 47R [“:‘jr(‘;)] : (3.10)

where o, 8 = {x,y, 2}, 0ap is a specific element of the optical conductivity
tensor, w is the frequency and n = i/7 is again the inverse of a phenomenological
lifetime times the imaginary number. The optical tensor itself is calculated by
evaluating following formulaﬁ [41]:

=3 3 1
Uaﬁ(w) - /d kl’zn wln(k)

BZ

X f(En(k)) f(Ei(k)).

Here @y, (k) is the energy difference between the states n and I, f(E, (k)) gives
the occupation of the state n and II;, (k) are the matrix elements:

I (KI5, (k) (g, (k)17 (k)*
w—ouk)+n wtauk) +n

(3.11)

1,019 = (w10 (p-+ L ) o0, (312)

40Other schemes are frequently implemented in other codes, see [41] for a more detailed
discussion.
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where p = —iAV is the crystal momentum and the second term describes spin-
orbit coupling. The point we want to make is that tells us to integrate
over the whole Brillouin zone while in practice, we only have a finite k-mesh. At
each of these grid points we get a delta function-like contribution to the optical
conductivity, which is smeared out depending on the value of 7.

We now carry out a calculation in which we try to converge the spectrum of the
dielectric response, which is more strict than obtaining a converged value for the
Van der Waals constant. This is because the dielectric response at imaginary
frequencies depends on an integral over the real frequencies, as we show later,
and the Van der Waals constant in turn is determined by an integral over the
imaginary frequencies. The converged spectrum, however, allows us to compare
with experiment. In our calculations we used the Fermi-Dirac distribution to
determine the occupancy of the states, that is:

1

= _ ) 1
1+ exp (‘En (]ckB)TEF) (3.13)

f(En(k))

in which the temperature T' is a parameter we can choose in Elk. We put its
value to room temperature, which corresponds to T = 9.5 x 10~* Ha for cal-
culating the ground state density. In the Elk code the same T' determines the
value of 7 but we found that with this smearing we could not converge the di-
electric function without having to select a k-grid which is prohibitive in terms
of both computation time and memory usageﬂ The reason for this is twofold,
the first is that the k-point mesh we used was not dense enough for the smeared
delta peaks to overlap sufficiently and the second is that when we increased the
k-grid, the k-points were not located at the same points in reciprocal space.
Combined, this gave rise to wiggles in the dielectric function that were different
for each k-grid. This is why we decided to increase the smearing in the dielec-
tric function®} although it also smooths out the features the dielectric function
has. By increasing the smearing with small steps, we found that the dielectric
function was sufficiently converged with a 32 x 32 x 32 k-grid with a smearing of
n = 0.0025 Ha. The final results for the dielectric function are shown in figure
B4

We now compare our result with the experimental study of Akrap (2] who mea-
sured the optical conductivity of BisTesSe in the planes of the quintuple layers,
i.e. 04y = oyy. Therefor we plot the optical conductivity calculated by equa-
tion in the units employed in the article. The result is shown in figure
The experimental result shows five clear peaks in the optical conductiv-
ity. One is a phonon mode at low energies which is missing in our spectrum
because we did not take phonons along in our calculation. The other four we
can find in our plot, the first and second one (starting from the left) are at
4600 cm~! and 7500 cm ™! respectively. Compared to the experimental find-
ingsﬂ of ~ 3000 cm~"! and ~ 6000 cm ™! at 295K both peaks are shifted towards

5We started with a 8 x 8 x 8 k-grid up to a grid of 36 x 36 x 36 in steps of +4 x 4 x 4.

6 As mentioned already, Elk uses the same parameter for both the smearing width 7 as the
temperature for the Fermi-Dirac distribution. Because we are not interested in the ground
state at high temperatures, we carried out the ground state calculation with 7' = 9.5 x 104,
which also determined the occupancies of the different states. Afterwards we changed the
parameter to the desired value of n before calculating the dielectric function.

7The values I cite here are only approximate since it is difficult to determine these values
accurately from a logarithmic plot.
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Figure 3.4: Plot of the dielectric function in the (z,y)-plane (blue) and along
the z-direction (red). We calculated the dielectric function up to 1 Ha = 27eV
but since it is very featureless for high frequencies, we only show the more
interesting part here.

higher frequencies by about 1500 cm™?!, which corresponds to 186 meV. Both
of these peaks are somewhat closer to our result if we would compare with the
measurements at lower temperatures in the inset of figure [3.5 The third and
fourth peak appear in the experimental spectrum as one peak at ~ 13000 cm ™!
which is in quite good agreement with our result of 13500 cm ™' that we obtain
by taking the mean of the positions of the two peaks. The last peak of the ex-
perimental spectrum can be identified with the two small bumps or shoulders in
our result. Taking the mean again, we find a ‘peak’ at 19535 cm ! which agrees
well with the experimental result of ~ 20000 cm ™. We can conclude the peak
positions are in reasonable agreement with the experiment. Actually, we can
anticipate that small differences will not have a large influence on the possible
existence and binding energy of the positronium, since we will always take an
integral of the dielectric function. This will become clear when we discuss the
analytic continuation. We discuss the sensitivity of the Van der Waals constant
on the dielectric function further on in this work.

3.4 The Ps work function

The work function of the Ps is the net energy required to remove a Ps from
the bulk of the material towards the vacuum. This energy can be calculated
by taking the difference between the Ps binding energy and the electron and
positron work functions combined [5]:

bps =6+ 65— 1. (314)

where we used atomic units. For clarity, we give a schematic overview of the

different energy contributions mentioned in the following discussion in figure 3.6
The electron work function is determined by (1) the energy required to move an
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Figure 3.5: Plot of the optical conductivity in the planes of the quintuple layers.
The arrows indicate the characteristic peaks in the spectrum. The inset shows
the experimental result taken from [2].

electron from the highest occupied state in the crystal to the ‘crystal zero’, i.e.
minus the chemical potential, and (2) the energy required to physically drag the
electron from the bulk to the vacuum. The positron work function is determined
by (1) the energy required to move the positron from the lowest possible state
in the crystal to the crystal zero and then (2) the energy required to physically
move the particle from the crystal to the vacuum. If we determine the crystal
zero from electrostatic energy alone, the second contribution is the same in
magnitude but opposite in sign for the two particles. We stress, though, that
this does not work if the zero in the calculations is determined from quantities
that are not electrostatic in nature, e.g. if the zero is determined by the average
Kohn-Sham energy in the unit cell. This is because the exchange and correlation
energy is different for the electron than it is for the positron, i.e. the crystal zero
and (2) would be different for both particles. Under the assumption that the
crystal zero is determined from electrostatic energy alone, the Ps work function
is determined by:
_ 1 _ 1

Ops = (~1~ 4+ A)+ (cpT = A) = g =T =t - (319)
where 1=, uT are the electron and positron chemical potentials respectively and
A is the energy required to physically drag the electron from the bulk to the
vacuum. In our calculation, the Kohn-Sham eigenvalue of the highest occupied
electron state determines the value of the electron chemical potential. For the
positron, we take the Kohn-Sham eigenvalue of the lowest possible state in the
material.
In principle we have to solve the two-component DFT problem self-consistently
to determine the Kohn-Sham eigenvalues values. This means that we first calcu-
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Figure 3.6: Schematic overview of the energy levels and differences discussed
above. The blue lines and arrows denote electron related quantities and the red
lines the positron related quantities. In the box, we have drawn the electrostatic
potential for both particles, which has the opposite sign. At the left side we
have drawn the energy bands for the electron and the positron. Note that the
crystal zero in principle can lie anywhere, i.e. it does not have to lie in between
occupied and unoccupied energy levels.

late the ground state electron density in absence of the positron. In the second
step one adds the positron to the system and calculates its ground state while
keeping the electron density fixed. Then, the ground state electron density is
calculated again but this time in the presence of the positron density. After-
wards the positron density is calculate again, etc. The process is iterated until
convergence for both the electron and positron density is reached. This approach
is usually very demanding in terms of computation time. In our case, however,
it suffices to calculate the positron density once in the ground state electron
density, obtained in absence of the positron. Indeed, in the case where we are
dealing with a perfect crystal and if we assume only one positron is present in
the material at any given time, which is very reasonable, the particle is delo-
calized over a large region. The resulting positron density at any given point is
then very low and it can be expected that the effect on the electron density is
very small. In the case of vacancy defects, the approach is not justifiable but
this is a problem we do not deal with here.

To calculate the positron states in the material, we need to use a different
functional than for electrons. This is because there is no exchange with the
electrons of the material since the positron and electrons are distinguishable
particles. Also the correlation between electrons mutually is different than be-
tween a positron and electrons.

Unfortunately, there are no algorithms implemented in the Elk package to
carry out positron related calculations. Instead, we use the plane wave package
Abinit, in which the crystal zero is determined by setting the average Hartree
and local potential equal to Zercﬂ We used a PAW method with the PAW

8This is explicitly mentioned on the Abinit website where the output of the code is ex-
plained. We quote literally: ‘In the present implementation, the average Hartree potential and
local potential are imposed to be zero, but not the average exchange-correlation potential.’
The local potential is the potential due to the presence of the ions.
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data files we could find on the Abinit website. We carried out the convergence
study w.r.t. to the plane wave cutoff and the cutoff for expanding the density.
We found that 35 Ha and 118 Ha respectively gave results for which the total
energy was converged to within 1meV. The amount of auxiliary wavefunctions
that were used were left at the standard value defined in the PAW datasets.
The functional that we used is again the PBE for the electron ground state
calculation while for the positron state we used the GGA functional of Barbiellini
reported in [10]. In our calculation, we included the spin-orbit coupling because
we saw from the bandstructure that it has a significant effect on the location
of the Kohn-Sham levels. For each Se and Te atom in the unit cell, we have
six valence electrons and for Bi we have five, which means that 28 states are
occupied at each k-point.

From the bandstructure, we know that the valence band maximum is located
along the Z — F line in the Brillouin zone. The value we found for the valence
band maximum is given by u~ = —0.22977 Ha. The lowest available positron
state is always located at the I'-point and we found that its value is given
by uT = —0.02990Ha. The result for the Ps work function is thus given by
¢ps = 9.67TmHa = 0.263eV.

3.5 Electronic structure near the surface

We now move from bulk properties towards surface properties of BisTesSe. Pre-
vious DFT studies show that 4 QLs are necessary before the conducting edge
states show up [812]. Since we are interested in the effects of the edge states, we
calculate all surface properties with a unit cell that contains 1 QL as well as with
a unit cell that contains 4 QLs. Since Elk uses periodic boundary conditions in
three directions, we included 14 bohr of vacuum to avoid interactions between
the images of the slabs. The spin-orbit interaction is taken into account in the
case of 1 QL and in the case of 4 QLs we carry out the calculations both with
and without. We selected a k-grid of 24 x 24 x 1 while all parameters in the
calculation of the surface properties were kept the same as in the case of the
bulk properties.

We first present the electronic structure of the Bis TesSe surface. The path in
the Brillouin zone is shown in figure [3.2]and the coordinates of the time-reversal
invariant points in the reciprocal basis are given by:

[T: (0,0) [ M: (1/2,0) [ K: (2/3,1/3) |

We calculated the electronic structure for a slab consisting of 1 QL and 4 QLs
with the spin-orbit coupling taken into account and for the case of 4 QLs also
without. The results are shown in ﬁgure In agreement with Dai’s paper [12],
we find that a finite bandgap is present in the case of 1 QL and that it disappears
in the case of 4 QLs. The reason for this bandgap is that for 1 QL, there is a
significant overlap of the wavefunctions of the edge states at the opposite edges
of the slab. The interaction between these states at the opposite edges opens a
bandgap [8]. If the slab consists of more QLs, the overlap becomes smaller and
the case of 4 QLs the gap at the Dirac cone becomes insignificant. The only
difference with the results of Dai we notice is that the Fermi-energy is shifted
~ 0.06 eV in the case with spin-orbit coupling. As a consequence the last valence
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band along the I' — M in our result stays well below the Fermi-energy while in
his result, it passes very slightly above.
The electronic structure at the surface also shows that BisTesSe is indeed a
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Figure 3.7: The electronic structure of a slab consisting of 4 QLs when the
spin-orbit interaction is excluded (left) or included (right). The inset in the
right figure shows that a bandgap opens when the calculation with spin-orbit
coupling is carried out for a slab consisting of 1 QL.

strong topological insulator. As explained in the introduction, the Fermi circle
should enclose an odd number of Kramer degenerate points, which is clearly the
case here.

3.6 The surface electron density

We are now interested in obtaining the background edge position zg, which tells
us at what point the electron density starts decaying exponentially, and the
electron decay length [. To obtain these quantities, we averaged the calculated
ground state electron density over an equidistant 25 x 25 grid in the unit cell in
the plane of the surface and then plotted the logarithm of this averaged density
along the z-axis. We found that 14 bohr was not enough to ‘separate’ the surface
electron densities of both sides of the slab. By this we mean that the electron
density started increasing again before it reached the minimal representable
value with the chosen basis set, i.e. the electron density in the vacuum was
nowhere approximately constant in the plot. This is why redid the calculation
with 33 bohr (one and a half times the size of a QL) of vacuum in the cell. The
result is shown in the left plot of figure for both the 1 QL as the 4 QLs case
with spin-orbit coupling. We see that the densities are nearly identical with the
exception of the region far away from the surface, where the electron density
stops decaying exponentially and reaches the minimal representable value of the
basis set. Outside this region, the maximal relative difference between the two
densities is 0.27%. This result already shows us that in our description of the
Ps bound state, we can only expect a negligible difference in the repulsive part
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of the potential between the 1 QL and 4 QLs layer case.

Let us discuss in some more detail the differences in the charge densities when
we consider 1 or 4 QLs and include or exclude the spin-orbit interaction. In
figure 3.9 we show the absolute and relative differences in the electron densities
between the different cases. To make these plots, we calculated the charge
density of the 1 QL case over the whole unit cell and then shifted the origin to
the middle of the QL. In the case of the 4 QLs, we calculated the charge density
from the first atom of the last QL up to the first atom at the other side of the
slab. This density was then shifted to correspond with the positions of atoms
in the 1 QL case. The difference shown in the inset of the right plot is of course
calculated over the whole unit cel of the 4 QLs slab. The first thing we like to
point out is that the relative difference in the vacuum part becomes large and
that it should be compared with the absolute difference which in fact becomes
very small in that region. Comparing the cases with and without spin-orbit
coupling, we see that in the case of 4 QLs the differences in the density towards
the middle of the slab are slightly smaller than closer towards the surface. We
also checked this by plotting the difference in charge density over the whole
slab. We expect that this difference is due to the presence of the edge states but
we have to conclude that the effect of these states is small compared to other
differences in the charge density caused by the spin-orbit interaction. To further
motivate that the effect of the edge state on the density is small, we consider the
difference between 1 QL and the last QL of the 4 QLs slab. We already stated
that in the case with the spin-orbit interaction, the edge states are present in
both cases. This means that at the vacuum edge for the 4 QLs (to the right
side of the plot), we expect that the difference is small, which is indeed what
we see on the plot. The difference grows further to the middle of the slab so
that we might think this is due to the second edge state that is present for the
1 QL. We notice, however, that the difference is nearly identical when we leave
out the spin-orbit coupling. The effect of the edge state can then only be the
resulting difference between the green and black curves on the plot. We thus
do not expect to see large differences in the electron density decay length and
furthermore, we cannot claim that these differences are prominently caused by
the edge states.

To determine the value of the electron decay length we used linear regression in a
region where the electron density is clearly decaying exponentially. The electron
decay length is given by the inverse of the slope of the resulting fit. We avoided
the regions too close to the surface, where the electron density shows different
behavior, and the region far away from the surface, where the electron density
decays slower. The latter is caused by the fact that we used a finite plane
wave basis set to expand the electron density. The interval that we deemed
appropriate for the fit is given by [3.25,5.00] bohr, where we took the position
of the topmost atom in the last QL as origin. The fitting region is indicated
in the plot by arrows. The resulting electron decay length for the 4 QLs layer
case with spin-orbit coupling included is given by I = 0.6781 4+ 0.0001 bohr =
0.358840.0001 A. The background edge position z is determined by the point,
measured from the position of the topmost atom of the slab, where the electron
density starts decaying exponentially. We determined this by calculating the
relative difference between the electron density and the linear fit. Then we
searched, from the region where we fitted towards the surface, for the first point
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Figure 3.8: The left plot shows the electron averaged electron density at the
surface for 1 QL and 4 QL, where the spin-orbit interaction is taken into account,
as well as the linear fit to the logarithm of the density. The arrows indicate the
left and right boundary of the fitting region. The right figure shows the relative
difference between the electron density and the linear fit. The point where this
differences becomes larger than 1% determines the background edge position.

that has a relative difference larger than 1%. The value we found in this way is
given by zg = 2.39 bohr.

In the case of 4 QLs where we did not take spin-orbit coupling into account, we
found, using the same fitting region, I = 0.676140.0002 bohr = 0.3578+0.0001 A
and zg = 2.39 bohr. In the case of 1 QL where spin-orbit coupling was included
we found I = 0.6771 4 0.0001 bohr = 0.3583 +0.0001 A and z; = 2.39 bohr. The
differences between these three results are very small and of the order of the
changes we get by changing the fitting region, which confirms what we expect
from our discussion of the differences in the charge density between the different
cases.

3.7 Dielectric function near the surface

We just discussed that the edge states have a negligible effect on the electron
decay length [ and thus we do not expect that the edge states alters the repulsive
part of our potential in a significant way. The attractive part, however, depends
on the dielectric tensor and we can expect that the metallic edge state has a
larger impact on this quantity. This because for metals we have a larger response
at longer wavelengths in comparison with insulators. The form of the Van der
Waals interaction we discussed in appendix [A]is valid for long wavelengths and
thus for an atom far away from the surface. We saw that the response of the
solid in our description is the response to an infinite oscillating charge density at
a distance z far away from the surface. To link the surface’s response function
with the dielectric tensor of the bulk, we argued that the induced charged density
at the surface has to be fed by a current coming from deep within the solid.
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Figure 3.9: Comparison of the absolute and relative differences of the averaged
charge densities between the 4 different situations. The inset in the right figure
shows the relative difference in charge density in the 4 QLs case with and without
spin-orbit coupling over the whole slab. The peak in the left plot can be ignored
since it corresponds with the position of a core, where the electron density is
very high. The right plot in fact shows that the relative difference there is in
fact negligible.

Intuitively, we can argue, however, that the solid actually feels an oscillating
spherical charge density from the instantaneous dipole of the atom. The induced
charge then does not necessarily come from the bulk of the material and can
come from surface as well. This is why we calculate the dielectric response of a
slab with both 1 QL and 4 QLs with the spin-orbit coupling taken into account.
We know that the difference in the dielectric response then comes from wether
or not the edge state shows metallic behavior. We do not consider the case
without spin-orbit coupling because the difference in electronic structure is too
large to claim that it only comes from the edge state. We mention that we had
to lower the parameters in our calculation since we ran into memory problems.
The parameters we changed are given by:

rgkmax | 7.0 | Imaxapw | 9
gmaxvr | 15 | lmaxvr | 3

We carried out a convergence study w.r.t. the change in the dielectric function
for 1 QL and found that increasing them does not significantly change the
output. Also for reasons of computation time, we chose a k-grid of 24 x 24 x 1
for which we selected a smearing of n = 0.01.

We need to be careful, however, since the dielectric response we calculated is in
fact a bulk response function and it does not immediately translate to a surface
response function by adding vacuum. Indeed, the surface dielectric response
in fact depends on the distance to the surface, as pointed out in the paper
of Cheng [9]. This because the translational invariance perpendicular to the
surface is broken and one then carries out a Fourier transform only in directions
parallel to the surface. In the long wavelength limit, Cheng relates the surface
and bulk dielectric function by means of a sum rule. For the bulk dielectric
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function, the f-sum rule is given by:

(oo} 1 -

d 23 = 2 .
/ ww\s‘|:6b(q’w):| 2wp, (3 16)
0

where €,(¢, w) is the bulk dielectric function and w, is the bulk plasma frequency
(13.8). For the surface we have a similar rule:

o0 R 1 __i )
O/dww\s Ls(Q,W)} = 2ws(1+aQ+...), (3.17)

where €,(Q,w) is the surface dielectric function, @ is a reciprocal wave vector
parallel to the surface, « is a quantity that depends on the details of the consid-
ered surface and wjy is the surface plasma frequency. The latter is related to the
bulk plasma frequency by ws = w,/v/2 in the @ = 0 limit. If we thus evaluate
the Lh.s. of with the bulk dielectric function we calculated previously, we
obtain the bulk plasma frequency. From , we see that if we carry out the
same integral for the dielectric function we calculated for the slab, we should
obtain half this value. If we do the rescaling like this, we model the case where
the experiment is carried out for a semi-infinite material.

Because experiments can be carried out for thin films of BisTesSe, we also con-
sider the dielectric response of a slab of material. In this case, we also need to
rescale the dielectric function and we explain this in more detail in section |5.1.4]
where we calculate the dielectric function of graphene. In this rescaling, we need
to multiply by the length of of c-axis and afterwards divide by the thickness of
the slab. For the latter we take the distance between the first and the last atom
of the slab plus twice the background edge position zy.

The result for a thin film of BiyTesSe is shown in figure and the result
rescaled with the sum rule in figure [3.11}] The first thing we notice is the
extra peak in the spectrum at low frequencies for the imaginary part of the di-
electric tensor present in the case of 4 QLs. The extra low frequency contribution
is caused by the Drude contribution to the dielectric response and has to
be included for the 4 QLs, because in that case we are dealing with a metal.
For 1 QL, we left this contribution out because we found earlier that we then
have a finite bandgap. Because the plasma frequency for the €,,-component we
found is an order of magnitude lower than for the other components, the Drude
contribution shows no significant contribution to component. The rest of the
peaks in the imaginary part of the dielectric tensor in the case of 4 QLs are also
shifted towards lower frequencies compared to the case of 1 QL.
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Figure 3.10: The dielectric response of a slab of BisTesSe with 1 or 4 QLs with
the spin-orbit coupling taken into account. This figure shows the output of
the Elk code after rescaling to account for the vacuum in the unit cell, i.e. to
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Figure 3.11: The dielectric response of a slab of BisTesSe with 1 or 4 QLs with
the spin-orbit coupling taken into account. We obtained this result by rescaling

the output of the DFT calculation with the sum rules.
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Chapter 4

Positronium bound states
near BiQTGQSe

So far, we determined the reference plane position zg, the electron density decay
length [ and the work function V; from the DFT data. We also calculated the
dielectric function of the bulk material but in our description of the potential,
we need to evaluate this function at imaginary frequencies. In the following we
explain the analytic continuation that allows us to find these values. Afterwards,
we discuss the atomic polarizability, which is the last ingredient we need. The
rest of this chapter is devoted to study the bound state. The first step is to
determine the bound state and its binding energy. Afterwards we evaluate the
sensitivity of the binding energy w.r.t. all the parameters in the description. At
the end of the chapter we discuss the influence of the edge states on the binding
energy of Ps.

4.1 Dielectric function for imaginary frequen-
cies

From the DFT calculations, we obtained the real and imaginary part of the
dielectric function but only for real valued frequencies. We can get the value of
the dielectric function for imaginary frequencies by analytic continuation. To
do this, we start from the Cauchy theorem:

]{ X@) 4 2o, (4.1)
C

w—v

The contour we consider is shown in figure so the Cauchy theorem is valid
if x(w) is analytic in the upper half plane since the pole is not included in the
contour. Now if we also have that x(w)/|w| = 0 if w — 0o, then the contribution
to the contour integral due to the big half circle in the upper plane vanishes and
we can write:

< !/
/ f/(ci )vdw' — 2mi lim x(w) =0 (4.2)
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i

Figure 4.1: The contour C used in the Cauchy Theorem.

Re[w]

or:

27 w —wv
— 00

x(v) = L / X(w') dw'. (4.3)

The dielectric function minus one satisfies the above conditions, which can be
understood by, for example, looking at relations and . Indeed, the
term o,3/(w + 1) vanishes at high frequencies. Another argument is that the
dielectric tensor gives us the relation between the external electrical field and
the displacement field D(w) = ¢(w)E(w). At high frequencies the response of
the material vanishes and we need to have E(w) = D(w). This allows us to
write:

e(i€) — Qjm / Ec(:u)_;; (4.4)

— 00

If we multiply the nominator and denominator by (w + i€) we get:

1 7 a(w) —1+iew)
(25)_1_277” W2+§2

—00

(w+i)dw, (4.5)

where €1 (w) is the real part of the dielectric function and e (w) is the imaginary
part. Because € (w) is an even function of w, the integral over we;(w) will
give zero. Similarly, since es(w) is an odd function of w, the term Eea(w) will
drop [55]. So we find:

17 )= 1) +
e(i€) —1+;/5 we2(@) gy (4.6)
0

w2+§2

We know €;1(w) and e3(w) from the DFT calculations, up to a certain cutoff
value for w. Now because lim €;(w) = 1, lim ex(w) = 0 and the w? in the
w00 w00

denominator, we can get accurate results by numerically integrating the equa-
tion up to the cutoff frequency. To do the numerical integration, we used the

45



CHAPTER 4: Positronium bound states near BisTeySe

composite Simpson rule:

b n/2—1 n/2—1

[ H@de = |30+ @)+ D fam) 45 > feman)|

(4.7)

where f(z1) = f(a), f(x,) = f(b) and z; — x;_1 = h.

4.2 Polarizability of positronium

Rescaling of units The polarizability of Ps can be obtained easily from the
polarizability of a hydrogen atom. Indeed, by going to the center of mass coor-
dinates of the system, the mathematics is nearly identical. The only difference
is that the positron mass enters the equations instead of the proton mass. This
means that all expressions stay the same but we have to rescale our units. The
centre of mass and relative coordinates become:

mri + mro 1

R= om = 5(1"1 +r2) (4.8)
r=r;—r (4.9)
The inverse mass is given by:
1 1 2
h=—+—== (4.10)

m m @ m

The energy levels of the Ps atom are then given by:

Er

==

(4.11)

where n is the principal quantum number. The ionization energy is given by:

gy = et _Lmet B (4.12)
2h% 2 2h2 2

where EH is the ionization energy of the hydrogen atom. So whenever we

encounter parameters with the dimension of energy that were derived for the

hydrogen atom, we have to divide by a factor of two. The classical orbit radii

of the Bohr model are given by:

rn = nag, (4.13)

in which the bohr radius for the Ps atom is given by:

h? h?
ag = 2 =2all. (4.14)

e me?2

This means we have to multiply by two for every parameter that has the di-
mension of length if it was derived for the hydrogen atom.

46



CHAPTER 4: Positronium bound states near BisTeySe

Eigenfrequency and oscillator strength formulation. We use the nu-
merical results for the dipole polarizability of hydrogen tabulated in the paper
of A. Dalgarno and G. A. Victor [13]. Since they made a few mistakes with
prefactors and units throughout their paper, we give the correct expressions
here. The polarizability « is defined as:

p = oE, (4.15)

where p is the induced electric dipole moment, which has ST units [C- m]. The
electric field has ST units [N+ C~1] so that the polarizability should have SI units
[C?. m2- J71]. In their paper, Dalgarno and Victor express the polarizability
as:

olw) = 2/ @nl (Wold[n)* (4.16)

2 _ 2
3 Wi —w

where the integration is assumed over both the discrete states and the contin-
uum. The electric dipole operator is given by d = 3, e;#;, the [1,) and [¢)
are respectively the eigenfunctions and the ground state of the atom and the
eigenfrequencies are defined by the energy difference between the ground state
and excited statedt

o, = E, — Ejy. (4.17)
Next, they introduce the dipole oscillator strength but make a mistake with the
prefactor. The correct expression is given by:
_ 2me
 3h2e2

which is a dimensionless quantity as it should be. If we also approximate the
sum over discrete states plus the integral over the continuum by a sum over the
first IV lowest discrete states, we find:

fn ] (Wold[n) |2, (4.18)

2 N

h2e fn
= 4.19
Oé(w) me — @721 — 2’ ( )
or for imaginary frequencies:
h2e? X fn
W) = ) 4.20
a(iw) me 2~ 2t w? (4.20)

Let us now rescale the quantities given in the paper. The eigenfrequencies
have the dimension of energy so we have to divide those by two, the oscillator
strengths are dimensionless so they do not have to be rescaled. Finally the
prefactor has the dimension of [J - m? - C?] so we have to multiply the final
result by two to arrive at a quantity in atomic units. The final expression in
atomic units that is valid for the Ps is:

N
a(ivw) = 2; M/ZJ;’W (4.21)

1Dalgarno and Victor defined the eigenfrequency without the expected f.
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with:

Fu | @n(Ha)
0.44560 | 0.37646
0.29185 | 0.51711
0.20838 | 0.90146
0.05417 | 2.60497

B~ W N B

4.3 Bound states

We gathered all the ingredients necessary to calculate the potential described
by equations en . We summarize the parameters and give the values
we found in the case of 4 QLs with spin-orbit coupling. Inside the material,
z < zg = 2.39bohr, the potential is given by the value of the work function
of the material V; = 9.67 mHa. The exponential repulsion for z > zg is deter-
mined by the work function and the electron decay length [ = 0.6781 bohr. The
long range Van der Waals interaction is determined by the damping function
, which has the electron decay length [ as argument, and the Van der Waals
constant . This constant depends on the atomic polarizability and
the dielectric function evaluated at imaginary frequencies. We can obtain the
latter from the dielectric function shown in figure by using the formula for
analytic continuation . If we put everything together, we find that the Van
der Waals constant is given by C' = 15.69 eV bohr®. The potential is plotted in

figure

We now solve the Schrodinger equation in the effective potential we calcu-
lated. We use two different methods to calculate the possible binding energy of
the Ps to be sure that the result does not depend on the method we used. In
the shooting method, we integrate the Schrodinger equation:

—%ﬁ + Vi = Eyp. (4.22)

by rewriting it as a set of coupled linear differential equations:

Y =f
{f/ _ V- B, (4.23)

We still need boundary conditions to start integrating this equation. Because
the wavefunction has to vanish at infinity, the solution for z < zg, where V(z <
20) = Vo is constant, can be written as:

(2 < z9) = Vo2, (4.24)
Here we divided the normalization constant away and we assumed that £ < 0
since we are only looking for bound states. Very far away from the surface

z > 0, we have V(z > 0) = 0, so that we can write the solution as:

Pz > 0) = Ae VP2, (4.25)
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We can thus start integration the equation at z = 2y with the boundary condi-
tions:

{w(z = 29) = V0P (4.26)

f(z=20) =2vVo — E9Y(z = 2p)

towards some value z; for which V(z1) ~ 0. At this border we have to check
whether or not the boundary conditions of (4.25]) are met:

{w<z = 21) = de™2/"Fa (427

Or, if we divide the second of these equations by the first, we do not have to
know the constant A:

fe=2) —
e 2V—E. (4.28)

If this boundary condition is not met for a specific choice of FE, we know that
there is no bound state possible for that value. In practice, we swept over a
range of energy values and plotted the left hand side of . Intersections
between this line and the right hand side were then identified as bound states.
The integration of the equation was performed with the Runge-Kutta method as
implemented in the MATLAB function ‘ode45’. We carried out a convergence
study w.r.t. the value of z; by increasing it in steps of Az = 2bohr and found
that for z; = 14 bohr the energy of the bound state was converged to within
1meV. The result we found is there is that one bound state for Ps is possi-
ble with a binding energy of £ = —150meV. We also plotted the probability
density we found in figure and the result confirms that a physisorbed Ps
can be used to probe very selectively only the surface of the material. Indeed,
the probability density is mainly located above the last atom of the surface and
becomes negligible further than 5bohr = 2.65 A beyond this first atom.

In the second approach, we solve the equation numerically on a equidistant
grid, i.e. we write the Schrodinger equation as:

i1+ i — 29

gz Vi = B (4.29)

Finding the bound states then comes down to finding the negative eigenvalues
of this matrix equation. We carried out a convergence study with respect to
the boundariesﬂ which we took symmetrically around z = 0. We found that
—25bohr < z < 25bohr was necessary to convergence the binding energy to
within 1meV. A converged value for the distance between the grid points was
found to be h = 0.01 bohr. We conclude from this calculation that at the surface
of BisTeySe a Ps bound state exists with an energy of E = —150 meV, consistent
with the previous result.

2Because beyond the boundaries the wavefunction is zero, a grid method always treats
the problem as if the particle is localized in a box. This gives a spurious confinement energy
contribution that can be eliminated by increasing the size of the box.
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Figure 4.2: A plot of the effective potential for the Ps (blue line) and the
resulting probability density of the Ps bound state in the well (red).

4.4 Influence of the parameters on the binding
energy

Although we found that a Ps bound state exists near a BisTesSe surface, it is
interesting to evaluate the recipe in general. That is, determine the sensitivity
of the energy of the bound state w.r.t. the different parameters. As a first step
we determine the binding energy of the Ps as a function of the Van der Waals
constant. Afterwards, we discuss this constant as a function of the frequency
cutoff of the dielectric function and the dependence on the bandgap as well as
the influence of the atomic dipole polarizability. This gives us an idea of what
the most important quantities in the recipe are and where we can improve our
approach.

4.4.1 Influence of the Van der Waals constant on the bind-
ing energy

The first step in our discussion of the importance of the different parameters,
is to investigate how sensitive the binding energy is w.r.t. the Van der Waals
constant. To do this, we solved the matrix equation and looked how the
lowest eigenvalue changed as a function of C'. The result is shown in figure
We also investigated if it was possible for a second bound state to exist but we
found none for C' € [0,27]eV. In this step, we moved the right boundary to
100 bohr because the wavefunction of the excited state will be more spatially
extended than the lowest bound state. To avoid memory problems we had to
change the step between the grid points to h = 0.05 bohr.

The value we found for the Van der Waals constant is C' = 15.69eV bohr®. A
deviation of C' + 1eV bohr® around this value changes the binding energy with
+ ~ 25meV. From this calculation we can conclude that the existence of a
bound state and possible extra bound states is quite insensitive to the exact
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Figure 4.3: The binding energy of positronium as a function of the Van der
Waals constant.

value of the Van der Waals constant, while the binding energy of the state feels
a significant influence.

4.4.2 Influence of the bandgap

Even though we found that the calculated bandgap for BisTesSe agrees very well
with experimental data, this is certainly not always the case in DFT calculations.
This is usually because the exchange term is not accounted for correctly by the
simplest LDA and GGA functionals. Hybrid functionals, for which a Hartree-
Fock calculation is carried out in addition to the DFT calculation, tend to
get better results but are much more computationally intensive. It is thus
worthwhile to determine wether the bandgap has a significant influence on the
energy of the bound state. We do this by shifting the real and imaginary part
of the dielectric function towards higher frequencies. The result is displayed in
figure

We find that, by shifting the spectrum by 100 meV towards higher frequencies,
which roughly corresponds with a bandgap that is 100 meV larger, C' changes
from 15.69 ¢V bohr® to 15.99¢eV bohr®. This translates into a change in the
binding energy of 7meV. If one is dealing with a material for which LDA or
GGA functionals predict the bandgap accurately in the order of ~ 10meV, it
might not be worth the extra computational effort by using a hybrid functional.
In the case where there is a large bandgap that is inaccurately predicted by LDA
or GGA functionals, it might though be necessary to use a hybrid functional.
If however, the bandgap is the only problem and the rest of the bands are
predicted accurately, applying a scissor shift when calculating the dielectric
tensor may be a much more computational efficient way to obtain accurate
results. The scissor shift basically pulls open the bandgap to correspond with
the experimental value. This shift in band energies will also lead to a shift of
dielectric response towards higher frequencies but is more subtle than our crude
approach here. For details, we refer to the article of Hughes [20] where the
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Figure 4.4: The Van der Waals constant as a function of the shift applied to the
dielectric function.

adaptations to the linear response function under the scissor shift are discussed.

4.4.3 Influence of the frequency cutoff

We can expect that high frequencies do not have a significant influence on the
Van der Waals constant, since from , and , we see that the
dielectric function falls off as ~ 1/w? and the analytic continuation falls
off as ~ e3(w)/w. Despite that, we want some more quantitative results so we
calculate the Van der Waals constant as a function of the frequency cutoff in
the range of w € [0,27] eV. The result is given in figure

Van der Waals Constant (eV bohr3)

0 5 10 15 20 25
Frequency cutoff (eV)

Figure 4.5: The Van der Waals constant as a function of frequency cutoff up to
which the dielectric function is calculated.

The difference between the Van der Waals constant for a cutoff of 10eV, which
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includes all significant features of the dielectric function, and a cutoff of 27eV,
is 0.26 eV bohr®. This results in a difference in binding energy of 6 meV, which
is quite small. That aside, if we want to determine the binding energy within
a precision of 1 meV, we should select a frequency cutoff that lies well above
the significant features of the dielectric function. By this we mean that the real
part of the dielectric function should be approximately 1 and the imaginary part
approximately 0.

4.4.4 Influence of the atomic polarizability

So far, we used the parametrization of A. Dalgarno and G. A. Victor [13] to
determine the polarizability of the positronium. The parameters in this paper
are determined numerically and since it is a quite old calculation, we check
if we cannot determine this quantity more accurately. Exact expressions for
hydrogen like atoms exist today and we use the expression that is given in the
introduction of R. Szmytkowskis paper [50]. In this paper he also derives a
relativistic expression for the polarizability, but since Ps is very light, we expect
that it only gives a negligible correction. The formulas given in the paper are:

on(w) = ol (W) + afy (W), (4.30)
where:
fw)= G ZEDT g (n3) (k22 200)7 (60 - 1 e
Ya\W) =7y (€@ )12 —\ n n+2—¢&H) €& +1
(4.31)
with:
2.2
N N 2 \/_WE(OHEW Cpo = 2 (439
)\(i)ao }?,2 2&0

In these expressions we can put Z = 1 and we can rescale it to obtain an expres-
sion that is valid for positronium. That is we substitute ag — 2ag and in A
we divide by 2 under the root. This is because 2m/h? has units of [1/J - m?].
We calculated the expression at imaginary frequencies, where we truncated the
sum after the first fifty terms since additional terms gave no corrections within
the numerical precision of our computer. Somewhat surprisingly, the maximal
relative difference in the polarizability obtained from the expression of Dal-
garno’s work and the analytic expression is as small as 0.1%. The difference in
the Van der Waals constant is 1.43 x 104 eV bohr®, which leads to a difference
in binding energy of 3.60 x 1073 meV. This value is far below the numerical
precision we achieved with the methods we used to determine the binding en-
ergy. We can thus conclude that the atomic polarizability will certainly not be
a source of error in our results.

4.4.5 Influence of the decay length

The electron decay length enters twice in our description of the effective poten-
tial for the Ps. The first time is to determine the exponential repulsion (2.5)) due
to the overlap of the electron with the electrons of the surface. The second is
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CHAPTER 4: Positronium bound states near BisTeySe

to determine the strength of the damping function for the Van der Waals
interaction . We determined this quantity by making a fit to the electron
density in a logarithmic density plot at the surface but the region where we
made the fit could be open for discussion. We studied the effect on the binding
energy as a function of this decay length. The result for a wide range of values
is given in figure but it is clear that the value of [ should be determined
quite accurately to achieve an accuracy of the binding energy in the meV range.
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Binding Energy Positronium (eV)

-1.25F

i i i i i i i
04 045 05 055 06 065 07 075 08
Decay length (bohr")

Figure 4.6: The binding energy of Ps as a function of the electron density decay
length .

So, how much does [ vary if we change the region where we make the fit to
the density? We checked this by making the interval to which we fitted our
data smaller by moving the borders symmetrically away from the surface and
the region where the numerical smallest representable value was approached.
The value changed as little as Al = 41 x 1073 bohr which corresponds with a
difference in the binding energy of only 1 meV. The value of [ changes more
rapidly when moving out the region where the decay is purely exponential but
this is an issue that can easily be avoided by making the fitting region smaller.
We can conclude that, even though the binding energy is strongly dependent
on the electron density decay length, for a given system it will not be critical
in determining the binding energy of Ps, because the value can be accurately
determined.

4.4.6 Influence of the work function

The last parameter in our model we did not yet check is the Ps work function.
We assume that we are dealing with a perfect crystal such that the positron is
delocalized over the solid. In this case the positron density at any given point
is very low and we could determine the positron energy levels from the ground
state electron density, for which we can assume it is not perturbed by the pres-
ence of the positron density. While this approximation is well justified, we can
expect that if the bandgap of the material in question is inaccurately predicted,
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CHAPTER 4: Positronium bound states near BisTeySe

the chemical potential for the particles and thus the Ps work function also are.
This argument can be understood from our discussion of the Ps work function
in the previous chapter. Indeed, the chemical potential is determined by the
energy difference between the crystal zero, which does not depend on the energy
functional used, and the Kohn-Sham levels, which do depend on the functional
used. In figure the dependence of the binding energy of Ps for a large range
of values for the work function is given.
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Figure 4.7: The binding energy of Ps as a function of the work function Vj.

We changed the work function by AVy = £0.01eV and found that the binding
energy changed with +3 meV, which shows that the binding energy is relatively
strongly dependent on this quantity. We can conclude that the use of appro-
priate energy functionals is essential for an accurate determination of the Ps
work function. For the electron exchange and correlation energy functional, the
bandgap can serve as a measure of the accuracy while for the positron functional
it is more difficult.

4.5 Influence of the edge states on the Ps bound
state

In the previous chapter, we determined the effect of the edge state on the param-
eters in the Ps description and we now calculate their effect on the Ps binding
energy. The parameters that are influenced by the edge state are the electron
decay length [ in the repulsive part of the potential and, as we argued in the
previous chapter, the dielectric function in the attractive part of the potential.
To study the effect of the edge states, we found that excluding the spin-orbit
coupling is in general a poor approach since the effect of the edge state is small
in comparison with other differences. Either way, the effect on the electron den-
sity decay is very small and likewise the difference in binding energy. We show
the results below:
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1 QL with SO [ =0.6771bohr FE = —151meV
4 QLs with SO [ =0.6781bohr FE = —150meV
4 QLs without SO [ =0.6761bohr FE = —152meV

We argued that for the attractive part, we should take the dielectric response
of the surface instead of the dielectric response of the bulk. We calculated the
dielectric response of a slab consisting of 1 QL as well as 4 QLs to see the effect
of the metallic edge state. We now calculate the binding energy of the Ps in
the case where we rescaled the output to correspond with a thin film consisting
of 1 QL or 4 QLs as well as where we rescaled the output to correspond with
surface dielectric tensor of a semi-infinite surface. The effect on the Van der
Waals constant and the binding energy of the Ps by rescaling the output to
correspond with a thin film is given by:

Bulk C =15.69¢eV -bohr®> E = —150meV
1 QL with SO C =15.79¢V -bohr? FE = —152meV
4 QLs with SO C = 15.47eV - bohr?> E = —144meV

The results obtained by rescaling the dielectric tensor with the sum rules, i.e.
to correspond with a semi-infinite solid, are given by:

Bulk C =15.69¢eV -bohr> E = —150meV
1 QL with SO  C =15.16eV - bohr®> E = —137meV
4 QLs with SO C =17.27eV - bohr?> E = —188meV

In the case of the thin film, it is surprising that the Van der Waals constant is
actually smaller than in the case of 1 QL because we intuitively expect a larger
response from the 4 QLs. Although the differences in the binding energy are
larger than in the case of the electron decay length, they can be considered small
since they are still situated in the meV range.

The case where modeled a semi-infinite solid by rescaling the dielectric tensor
with the sum rule discussed in the previous chapter, shows a very different
picture. Here, we clearly see that the increased response at low frequencies due
to the edge state leads to a larger Van der Waals constant, with an improved
binding of the Ps to the surface as a consequence. The relative difference in the
binding energy we find when using the dielectric function for the 4 QLs or the
bulk is 22% while between the 1 QL and 4 QLs cases, this relative difference is
31%.

We would like to point out that, although it gives an idea of the importance of
the edge states, the method of rescaling the dielectric tensor is in fact somewhat
ad hoc. If we want to treat this effect more rigorously, we should use the
description of the Van der Waals interaction in terms of the surface’s density-
density response function derived in Zaremba and Kohn'’s paper [57], equations
(A.45]), (A.46]) and (A.47). The description we used so far is an approximation
of these formulas.
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Chapter 5

Graphene

In this chapter we study Ps bound states near graphene. The approach is
very similar as for BisTesSe with the exception that, because graphene is a
two dimensional system, we do not have bulk properties. In 2005, Kane [23]
predicted that the spin-orbit coupling in graphene can open a finite bandgap
and causes an electronic structure that is topologically distinct from an ordinary
insulator. In this quantum spin hall phase, two states with opposite spin and
momentum exist at each of the edges of a finite graphene sheet. The first-
principles study of Yao [56] shows, however, that the bandgap caused by the
spin-orbit coupling is as small as 1073 meV and that these states can likely not
be observed for temperature above T'= 0.02 K. Because of this we will not look
into the effects of these states on the binding energy of Ps.

In the first section of this chapter we present the results from the first-principles
study, which are the electronic structure, the dielectric function, the electron
density and the Ps work function of graphene. In the second section we apply the
recipe from the previous chapter to determine if Ps bound states are possible.

5.1 First-principles study

5.1.1 Introduction

Crystal structure: Graphene exhibits a honeycomb type of lattice, where
the nearest neighbor distance is given by ag = 1.42 A = 2.68 bohr [35]. Figure
shows the crystal structure and the first BZ. In cartesian coordinates, the
unit vectors are given by:

a; = ?0(37 \/g)

(5.1)
az = %(37 _\/g)
and the fractional positions of the carbon atoms in the unit cell by:
Cy=(1/3,1/3
L= (1/3,1/3) 52)

Oy = (2/3,2/3).
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Figure 5.1: The left figure shows the crystal structure of graphene, where the
two inequivalent carbon atoms of the lattice have been given a different color.
The right figure shows the first BZ and the high symmetry points in it. The
dashed red line shows the path followed for plotting the bandstructure.

Computation parameters for Elk: Unless mentioned otherwise, the first-
principles calculations we present were carried out with the DFT code Elk. Just
as for BisTesSe, we carried out the convergence study w.r.t. the k-grid and
the basis set. We started with a convergence study w.r.t. the k-grid until the
difference in the total energy was less than 1 meV. The parameters that have to
do with the basis set were raised in steps of 1, with the exception of rgkmax, the
plane wave cutoff, which was raised in steps of 0.5. The occupancy of the energy
levels is determined by the Fermi-Dirac distribution at room temperature. We
took 10 empty bands into account and included the local orbitals because these
are required to determine accurately the energy of high lying bands, which is
important for the calculation of the dielectric function. The list of converged
parameters and the other parameters in the calculations are given below. The
meaning of each of these parameters can be found at the end of appendix [B]

kgrid 30301 rgkmax 7.5
gmaxvr 14 lmaxvr 7
Imaxmat 8 Imaxapw 8
nempty 10 lorbend true
epsengy 1x10°° epspot 1x1077

stype Fermi-Dirac | swidth | 9.5 x 10~%

In the calculations, we did not take spin-orbit coupling into account because
carbon is such a light element that these corrections are negligible. The exchange
and correlation function that we used is the PBE GGA, the same one as we used
for BisTesSe.

We relaxef the structure and found no difficulties in the case of graphene. We
determined the optimal value for the nearest neighbor distance by calculating
the total energy for ay € {0.98,0.99,1.00,1.01,1.02} x ag and then making a
parabolic fit to the total energy as a function of ay. We found the minimum to
lie at ay = 2.67 bohr. Afterwards, the atomic position of Cy was shifted slightly

58



CHAPTER 5: Graphene

away from its experimental equilibrium position (which is fixed by symmetry)
and then we carried out the internal relaxation. The result was that the atom
moved back towards (1/3,1/3), which is the value we take in the rest of the
DFT study.

5.1.2 Band structure

Before we calculate the dielectric function of graphene, we check if we manage
to reproduce the correct electronic structure. The bandstructure was calcu-
lated along the high symmetry directions in the Brillouin zone, shown in figure
Figure shows the result, which determines graphene as a zero-bandgap
semiconductor with a linear dispersion near the K-point. This forms one of the
well-known properties of graphene [7].

Bandstructure of graphene

//

Energy (eV)
o

ot

4t

s

-8

Figure 5.2: The bandstructure of graphene along the high symmetry directions
in the Brillouin zone.

Our result is in reasonable agreement with the first-principles calculation shown
in the paper of Zhang et al. [59]. The lower part of the spectrum is nearly iden-
tical but at the I'-point, the second conduction band shows strong dispersion, so
that at the I'-point it ends up with an energy of ~ 9eV w.r.t. the Fermi-energy.
Their calculation was, however, carried out with a LDA functional and with a
full-potential linearized muffin-tin orbital method. This method is similar to
the FLAPW method but in the interstitial region, Hankel functions are used
as the basis instead of plane waves. In their paper, they did not mention that
conduction local orbitals were included in the basis, so that we can argue that
our result should, in principle at least, be more accurate. Another result was
presented by Mohan [30], where the bandstructure was calculated with local
numerical orbital method with a norm conserving pseudopotential and with the
PBE functional. The valence bands shown in this paper are also in close agree-
ment with our result but the conduction bands are strongly shifted towards
higher energies, with exception of the first conduction band near the K-point.
At the I'-point, the conduction band minimum is located near ~ 8 eV w.r.t. the
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Fermi-energy. An explanation for the differences in the conduction states can be
found in the thesis of O. Leenaerts [26]. The nearly parabolic bands that we see
in the spectrum are there because we use periodic boundary conditions in three
dimensions and correspond with free electron states. By increasing the size of
the vacuum, these states shift down in energy because they are less confined in
the direction perpendicular to the graphene plane. In the limit of an infinitely
large box in this direction, these states form a continuum, starting from the vac-
uum energy level. A fourth result we cite, is a detailed GW calculation carried
out by Schilfgaarde [53], who started with a ground state density calculation
with a LDA functional. An interesting result shown in their paper, though,
is that there is a significant correction to the dispersion of the bands near the
K-point. The experimental value of the Fermi-velocity of the massless Dirac
particles, which is obtained from the slope of the Dirac cone at the K-points, is
given by 1.1 x 105m/s. The LDA result from the paper is 0.82 x 105 m/s, which
is an underestimation of 25%, while their most accurate prediction from GW is
given by 1.20 x 10 m/s, which is an overestimation of 9%. A second correction
is a shift of the valence band maximum at the I'-point towards ~ 5eV w.r.t. the
Fermi-energy.

To summarize, DFT results in literature agree on the location of the valence
bands and the lowest conduction band near the K-point. The dispersion near
the K-point, however, shows a significant correction due to excitonic effects, as
found by GW calculations and in agreement with experiment. In the conduction
spectrum of the bandstructure, we have free electron states and the energy of
these states are determined by the amount of vacuum in the cell.

We are not able to carry out GW calculations since this feature is not imple-
mented in the Elk code. Our results will thus be approximate and the question
raises if we could not better use ‘exact’ results available in literature for the
properties we are interested in. The exact results in literature we refer to are
derived for the low energy excitation around the K-points, which are described
by the massless Dirac (Weyl) equation. We need the dielectric tensor up to high
frequencies in order to carry out the analytic continuation to imaginary
frequencies. The high frequencies correspond with energies for which this effec-
tive description is no longer valid and this is why we refrain from using these
results.

5.1.3 Charge density

To determine the electron decay length [ and the background edge position
zo, we averaged the charge density again over a 25 x 25 grid in the unit cell.
Afterwards we plotted the logarithm of this averaged density as a function of
z. The region in this plot where we have a linear dependence on z, tells us
where the electron density is decaying exponentially. We made a linear fit in
the region z € [2.5,4.0] bohr using linear regression and this gave us a value for
the electron decay length of [ = 0.5457 + 0.0003 bohr = 0.2888 4+ 0.0002 A. The
value of zy was determined by the first point, starting from the interval of the
fit and moving towards the material, where the relative difference between the
electron density and the linear fit was more than 1%. The result we found in
this way is given by zg = 1.64 bohr = 0.87 A.
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5.1.4 Dielectric function

We calculate the dielectric function in the same manner as for BisTesSe: First,
we obtain the ground state to determine the Kohn-Sham energy levels. The
occupancy of these states is determined by the Fermi-Dirac distribution at room
temperature. Afterwards we calculate the optical conductivity with a smearing
of n = 0.01 Ha, from which the dielectric tensor is obtained.

We should check if the free electron bands give no significant contribution by
increasing the vacuum in the cell. We started with a c-axis of 3.0 A and increased
it with steps of 0.5 A up 7.0 A. By doing this we found that the peak positions for
the €, and €,, components of the dielectric tensor stayed at the same position
but decreased in amplitude as the size of the vacuum increased. This decrease
in amplitude also happens for the €., component but some absorption peaks
in the imaginary part of the dielectric function also shift to lower frequencies
when we include more vacuum. From these two observations, we can conclude
that the vacuum levels only have an influence on the absorption in the direction
perpendicular to the plane. The scaling of the amplitude with the size of the
vacuum, we can understand by looking at the formula which is implemented
to calculate the optical conductivity, equation . Indeed, the integral is
replaced by a sum over the k-points determined by the chosen grid, in which
each k-point has a weight determined by a finite volume element. In the case
of graphene, we are dealing with a two dimensional crystal so we select a k-grid
with only one point in the k, direction. This means that the volume element
is determined by the length of the reciprocal basis vector of the c-axis, i.e. the
optical conductivity scales as 1/c. This is indeed what we found by plotting the
amplitude of a certain point of the spectrum against 1/c¢. If we multiply with
the length of the c-axis, we remove this scaling but then we obtain a optical
conductivity with the dimension of length. This is something we do not want
and to obtain a dimensionless result, we divide again with the thickness of the
graphene layer for which we can take twice the background edge position zj.
The relations between the optical conductivity and the dielectric tensor
and tell us that we have to rescale our result as:

€1 — i((ﬁ — 1) +1 and e — iﬁg (53)
We show the result in figure [5.3] where we also included the intraband contri-
bution (3.7)) to the dielectric tensor.

5.1.5 Work function

As before, we used Abinit to calculate the work function of graphene. As a first
step we carried out the convergence study with respect to the plane wave cutoff
for the wavefunction and the density, for which we found 30 Ha and 80 Ha to
be necessary to converge the total energy to within 1 meV. The PAW data for
the carbon atoms was taken from the Abinit website. The energy functional we
used for calculating the ground state is the PBE functional. The positron state
in turn was calculated with the GGA of Barbiellini [10].

In the calculations we had four valence electrons per carbon atom so that in
total we have eight occupied states at each k-point. From the bandstructure,
we know that the valence band maximum is located at the K-point. The value
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Figure 5.3: Plot of the real and imaginary parts of the components of the
dielectric function of graphene calculated with 6 A in the cell. The inset shows
the values for small frequencies.

we find is p~ = —0.02108 Ha while for the positron state at the I'-point we
find u™ = —0.17923 Ha. The value for the Ps work function is thus given by
Pp, = —0.04904 Ha = —1.35€V.

5.2 Bound states

We solve again the Schrodinger equation for Ps in the effective potential as
described in section [2.1} From the DFT study, we already determined the di-
electric function, the electron decay length [, the background edge position for
which we assume it is the same as the Van der Waals reference plane position
zo = zyw and the work function V5. We do the analytic continuation of the
dielectric function in the same way as described in section We use the exact
formulas given in section £.4.4] for the atomic polarizability.

Before we calculate if there is a possible bound state, we check the convergence
of the Van der Waals constant value w.r.t. the amount of vacuum in the cell.
Starting from 4.5 A in the cell, we found this value converges to within 10 meV
and from our discussion in the previous chapter, we know this should give a
binding energy with a precision of 1 meV. In the rest of the calculation, we use
the value we found for the largest unit cell, with 6.0 A of vacuum, which gives a
result of C' = 17.27eV - bohr®. This is higher than in the case of bulk BisTe,Se
and we can attribute this to the Drude contribution to the dielectric tensor at
low frequencies.

We carried out the calculation on an equidistance grid z € [—25, 25] bohr with
a grid spacing of A = 0.0075 bohr in which we first considered an asymmetrical
potential well, i.e. we took V(z) =V for z < z9. This is a rough model for
the potential well the Ps would feel if the graphene sheet lies on a substrate.
In principle, following the recipe, we should take the work function of Ps in
the substrate for z < —zy and we should calculate the dielectric tensor for the
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graphene-substrate composite but we do not address this situation here. We
found a single bound state with a binding energy of £ = —253meV. If we
consider suspended graphene, however, the potential well is symmetric around
z = 0. Actually, for any material with inversion symmetry, we have a symmet-
rical potential well but if the material is sufficiently thick, we expect that this
does not have any influence on the bound state. We carried out the calculation
again but this time with a symmetrical potential well, where we took the same
interval and grid spacing as before. In this case we found two bound states with
an energy of E = —383meV and £ = —133meV, which shows that there is
a significant difference with the asymmetrical case. We show the bound states
and potential of both cases we considered in figure [5.4
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Figure 5.4: Plots of the potential and bound states in the case of the asymmet-
rical potential well (left) and the symmetrical potential well (right). In the right
figure, the red curse shows the state with a binding energy of £ = —383 meV
and the green curve shows the state with a binding energy of F = —133 meV.

For completeness, we prove that a bound state always exists if we consider
a symmetrical potential well. We divide the solution in three parts, the first is
¥1(z < —z1), the second 99(—21 < z < z1) and the third ¥5(z > z1), where
z1 > zg is far away from the surface. Since we are searching for bound states,
we have E < 0 and the solutions in the first and third region, where V(z) = 0,
can be written as:

P1(2) = Ae®V=F% and  qps(z) = De 2V F7, (5.4)

where we used atomic units and we assumed we are dealing with the Schrodinger
equation for a Ps atom. Because the potential well is symmetrical around z = 0,
19(z) can be expanded as:

a(z) =Y Bisin(kiz) + C; cos(kiz), (5.5)
=0

where the k; are determined by the details of the potential V(z). From very
general considerations, Feynman argued that for bosons the many-body ground
state wavefunction has to be positive-definite in the coordinate representation.
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The same argument can be applied here. Indeed, imagine that we start from
a wavefunction that is negative somewhere. Since the physics is determined
by the probability density, we can just as well take the absolute value of this
wavefunction because it gives the same probability density and thus the same
energy. This argument also follows from the Honenberg-Kohn theorems that
tell us that the ground state energy can be determined from the density, which
equals the norm of the wavefunction in this case. At the location of the node,
we now have a kink in the wavefunction. The wave function we have now does
certainly not represent the ground state since kinetic energy can be lowered by
smoothing the wave function near this point. We thus have to conclude that
the wave function has to be positive everywhere and thus has to be symmetric
around z = 0. As a consequence, we have A = D and any sines in the expansion
of 12(z) can be excluded. If we now write out the matching of the value of
wavefunction and its derivative, we arrive at the two conditions:

Ae—2V—F= _ Z C; cos(kiz1)
i=0

2\/ 7EA€72 —Ea Z Czkl sin(kizl),
=0

or, if we divide the second by the first:

Z?io lez sin(kizl)
VB =S : 5.7
VB Z:io C; cos(k;z1) (5.7)

Since the left hand side is a positive constant, we can always determine a set of
C; such that this condition is satisfied. In other words, there is always a bound
stateﬂ This does, however, not mean that this bound state is always relevant
for experiment since it is possible that its binding energy is very low.

Tt might seem from the boundary condition that for any value of E, we can find an
appropriate set of C; such that it is satisfied, which is in fact perfectly true. We should keep
in mind, however, that the boundary condition itself only holds for the ground state energy
E=E,.
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Improved Ps bound state
description

In the chapter four, we identified that the work function and the electron decay
length play an important role in determining the energy of the Ps bound state.
Even though we can determine those quantities with high precision, the question
rises how valid the Ps description we used so far is close to the surface. The
short range description of the potential is a simple approximation and instead of
trying to derive a more accurate expression for this potential, we wonder if it is
valid to describe the Ps as a neutral particle when it comes close to the surface.
After all, the positron likely feels an attractive force from the electron density
near the surface while the electron gets repelled. The current description might
fail to capture this accurately and this is why we try to set up a two particle
description in this chapter. Once we have such a description, we can see what
it predicts for the binding energies of the Ps and see if they are consistent with
the previous model.

The first section of this chapter is devoted to setting up the Hamiltonian of the
two particle system we consider. In the subsequent section, we discuss in detail
how we solve the resulting Schrodinger equation.

6.1 Hamiltonian set up and discussion

One way to improve upon the Ps description is to use DFT calculations. We
could for instance take a slab and add an extra electron and positron to the cell
and then calculate their eigenstates and wavefunctions self-consistently. While
it is certainly possible, carrying out a two-component DFT calculation is a com-
putational very demanding task, because we would not have one self-consistent
loop (for the electron density) but three. The first extra loop is required to
calculate the positron state in a fixed electron density and can be carried out
quickly so it does not form the problem. The second loop, however, requires to
recalculate the electron (positron) density after the positron (electron) density
has been found. If we are dealing with large unit cells, this is not exactly a
feasible approach. This is why instead we set up a two-particle description in
which we take the contribution of the solid into account as some fixed input.
Furthermore, such an approach simplifies the setup of an effective potential for
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the neutral Ps atom since in the DFT description, the extra electron would not
be distinguishable from the rest of the electrons in the solid.

In 1985, Cuthbert published a paper in which he studied the physisorption
of a Ps atom to a metal surface [11]. He also used a two-particle description
and considered following Hamiltonian:

H = —%Vg - %Vg - |I‘611‘M + leasma + Hint + Hstep, (61)
where the first three terms form the Hamiltonian for the isolated electron-
positron system. The fourth term is the Hamiltonian of the metal, which is
modeled by a gas of non-interacting plasmons. The fifth term describes the
interaction energy of the particles with the plasmon gas. The last term was
introduced because the plasmon picture fails to describe the correct energy of
an electron and positron in the bulk of the metal. It is taken such that if an
electron or positron are located inside the material, their energy is given by
their respective work functions. The model is too simple to accurately predict
the Ps binding energy, which is our goal, because it does not accurately describe
the short-range effects. It does give some important insights, however, that we
will take into account when proposing our model. More specifically, Cuthbert
derived expressions such that all attractive effects of the metal are contained in
effective potentials for the electron and positron. This effective potential con-
sists of three terms, the first two are the effective potentials for the electron and
positron separately. The leading order term far away from the surface is given
by the classic image potential. The third term depends on the position of both
the electron and positron and describes the interaction of the electron with the
image charge of the positron and the other way around. The most important
thing is that the combination of these three terms leads to the correct 1/23,
where Z is the distance of the Ps to the surface, dependence for large distances,
which we expect for the neutral Ps atom.

If we want to accurately predict Ps binding energies to the surface, we need
a description of the interaction between the two particles and the solid that is
more accurate than the one in Cuthberts paper. Even though we argued that we
will not use DFT to calculate the electron and positron states self-consistently,
we can still use the theory to derive accurate potentials for both particles. If we
keep the ground state electron density of the solid fixed, we can calculate the
Coulomb and Kohn-Sham potential for the electron and the positron using an
appropriate energy functional. This is in fact what we will do and it will deliver
us some effective potential Vg that depends on the position of the particle in
question. How exactly we are going to calculate this potential, is discussed later.
We should realize though, that LDA and GGA functionals fail in describing the
long range interactions of the image potentials, which is crucial certainly if we
want to make the connection with the previous description. We correct for this
shortcoming by taking the classical electrostatic energy along, which gives the
correct long-range description. We discuss how we interpolate between the two
later on in this chapter.

Based on our discussion so far, we propose the following two particle Hamil-
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CHAPTER 6: Improved Ps bound state description

tonian:

h? h?
- 7V;2) + Vs(re) + Vs(rp) + W(re,1p), (6.2)
P

2m. ©¢ 2m

H=-

where W(r.,r,) is the electrostatic energy. The Vg(re, ) determines the inter-
action energy of the two particles with the solid. In principle, this potential
should contain completely the effect of the solid but as discussed before, it fails
to describe the long range interaction. We include the classical electrostatic
energy to compensate for this problem [48]:

1
W(re,r,) = i/dr [ed(r —re) —ed(r —rp)] x [V(r,r.) — V(r,r,)]. (6.3)
Here V(r,r. ) is the electrostatic potential at position r due to a charge at
position r. ,. The potential, that we derive in appendix |C} is given byﬂ
€ €;

VO 2ep)? Ot (2t 2ep)?

where we adopted cylindrical coordinates (with the strange looking rho to avoid
confusion with the densities), z., denotes the distance of the charge to the
‘surfaceﬂ o the polar distance to the charge and [16]:

e; = <X8Xi 2) e. (6.5)

Here, e is the charge of the electron. The electric susceptibility of the solid .
is related to the dielectric constant by:

V(r,rep) z>0, (6.4)

€

e=4dr(l+x.) = Xe = -

-1, (6.6)

where the dielectric constant is obtained from e = lin%) €(w). As pointed out for
w—

BisTesSe, the dielectric constant is different depending on wether metallic edge
states are present or not. This allows us to investigate the influence of these
states again. If we work out the electrostatic energy (6.3)), we end up with four
terms:

e
W(re, 1) = B} [V(re,re) + V(rp,rp) — V(re,1p) — V(rp,re)]
el e e 22, 2% (6.1
2 223 2217 \/92 + (Ze - Zp)2 \/Q2 + (Ze + Zp)2

To go from the first step to the second, we dropped the divergent self-interaction
terms of the electron en positron since we know they should not be there. The
first two describe the interaction between the electron and the positron with
their own image charge. The third term is the Coulomb interaction between the

1We changed the sign of the induced charge because then it becomes clearer which terms
give an attractive or repulsive contribution.

2In classical electrostatics, the surface of the material is well-defined but in a microscopic
theory it is not. The discussion is similar to the position of the Van der Waals reference plane.
If we would start from a microscopic description to derive the image potential, we could likely
find an expression that defines the position of the image plane.
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CHAPTER 6: Improved Ps bound state description

pair and the last term is the interaction of the electron and positron with the
image of the other particle. We give an overview of the interactions in figure
Note that the interaction is a function of only the distance between the
two particles and the distance between each of them and the solid W (r.,r,) =
W (0, ze, 2p). From our discussion of Cuthberts paper, we are confident that
the image potentials give us the correct 1/2% dependence of the Van der Waals
attraction at large distances for the neutral composite.

€
®
B _) 2 5 — 2
B e?
20/0% + (ze — 2p)?
®
P

Figure 6.1: An overview of the contributions to the electrostatic energy due to
the interaction between the electron and positron.

In the expression for the electrostatic energy, we assumed that the position of
the surface is given by z = 0, which we chose at the position of the last atom
of the surface. In a microscopic theory, the ‘edge’ of a material is, however, ill
defined and it is likely not situated at this position. The discussion is analogous
to the discussion of the position of the Van der Waals reference plane. One can
likely derive an expression for the image potential reference plane position by
starting from a microscopic theory to derive this interaction. We assume that
we can just take z;,, = zg, for which we determined the value in the previous
chapter. The image charge contribution of electrostatic energy diverges when
Ze,p — Zim. We discussed, however, that we only need this term to correctly
incorporate the long-range interaction. Therefore we cut off the image charge
contribution with a Heaviside function at some z; > 0, that for instance can
be chosen at the point far from the surface where the image potential becomes
larger in magnitude than the exchange and correlation potential. The final form
of the electrostatic energy is:

W(re, rp) = Vim,e(ZE) + Vim,p(zp) + V(0 ze, Zp) + Vei(o; ze, Zp)
_eeif(ze > z1)  ee;0(zp > 21) e?
CA(ze —zim) Az —zim) O+ (2e —2)2  (6.8)
ee; [0(ze > 21) + 0(zp > 21)]

2\/92 + (e + 2p — 22im)?

)

where we introduced the notations Vim e, Vim,p, Vei for the electron, positron
and cross-image potentials respectively as well as Vo for the Coulomb potential.
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CHAPTER 6: Improved Ps bound state description

We assume that the ground state density of the solid will not be perturbed
by the presence of the extra electron and the positron. This is of course an
approximation but, as discussed previously, if we would not make it, we would
end up solving the two component DFT problem self-consistently. We can write
the particle-solid interaction energy as:

VS(re,p) = VC,S(re,p) + VXC(re,p) (6.9)

The Coulomb potential for the particles Vi g is a fixed input to the problem
since it only depends on the charge density of the solid. The exchange and
correlation energy is somewhat harder because, in principle, it depends on the
total density so each time we update our wave function, these terms should
have to be recalculated. From the density of the solid and the density of the
electron or positron, we can calculate the exchange and correlation potential
for the respective particles. We model the exchange and correlation energy
between the solid and the electron by the Perdew-Zunger LDA functional [39]
and the exchange and correlation energy between the positron and the solid
by the LDA functional given in [14]. We give the required expressions for the
latter in appendix [D]since it is not implemented in Elk. As a final step, we will
average the potentials over the unit cell such that it becomes a function of z
only:

Vs(rep) = Va(zep)- (6.10)

This approximation makes the problem considerably easier.

6.2 Solution for the Schrodinger equation

First proposition: Transformation to center of mass coordinates. Since
the electrostatic interaction is only a function of the distance between the two
particles and the distance between the particles and the solid, we can adopt
center of mass coordinates in the plane:

_ MeTekmyTy g Mele +mpyy

M 5 M y, T =Te —Tpy, Y ="Ye— Yp,

(6.11)

If we carry out the transformation and if we adopt polar coordinates for the
relative coordinates, then we find:

WP PN R0 (9 R R

2M \0X2?2 09Y? 2 0 0o Q@g 2m, 022

2 02

3wy 022

H=—

2 02 062

(6.12)
+ Vs(ze) + Vs(zp) + W(o, 2e, 2p)-

In the rest of this chapter we adopt atomic units i = m. = e = 1, so that

1/ =1/2 and M = 2. By examining the form of (6.12)), we can easily see that
we can write the wavefunction of our problem as:

U(re,rp) = mx¥ XY (00, 2., 2,). (6.13)
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CHAPTER 6: Improved Ps bound state description

We are, however, not interested in the kinetic energy due to the center of mass
motion in the plane so we chose kx = ky = 0. The observation that the center
of mass behaves as a free particle can be used to introduce an additional simpli-
fication. Indeed, we can assume that the electron and positron are delocalized
over the surface. This means that the electron density at each point above
the surface is negligible and can be left out when calculating the exchange and
correlation potential for this particle. In other words, we can calculate the ex-
change and correlation potential once from the electron density of the solid and
keep it fixed when solving the two-particle problem. We have periodic boundary
conditions for the angular part U(p,0 = 0,z2.,2,) = ¥(0,0 = 27, z., 2,) since
there is no dependence on this angle in the potential terms. We can thus write:

U(re,r,) = e (p, Zey Zp)- (6.14)

After filling in this form of the wavefunction, we find that the Schrodinger
equation we have to solve is given by:

R YUV UV A O
40 Do Q(“)Q 4p% 2022 2022 & %erZp (6.15)
+ [VS(Ze) + VS(ZP) + W(é’a Ze, Zp)} \Ij(é’; Ze, Zp) = E\Ij(é’a Ze, Zp)

We can set [ = 0 since we expect that that state will correspond with the ground
state. The extra potential terms in comparison with the hydrogen atom make
this problem no further separable.

We could in principle attempt to solve the Schrodinger equation on a three
dimensional grid but if we would select a coarse 100 x 100 x 100 grid, we already
end up with a square matrix of size 105. We can, however, reduce the problem
to two two-dimensional problems by using the Hartree approach, which seems
more feasible.

Second proposition: The Hartree approach. We consider again the Hamil-
tonian before introducing the center of mass coordinates and then use the
Hartree approach, i.e. we write the wavefunction as a product of the electron
and positron wavefunction:

U(re,rp) = te(re)p(rp). (6.16)

We can then apply the variational principle under the condition that the wave-
functions of both particles should remain normalized:

6 (W) — e [(elie) = 1] =& [(Wplthy) —1]) =0, (6.17)

Under variations of the electron wavefunction and the positron wavefunction,
we can derive two one-particle equations:

V2
|:_26 * V;(Ze) + ‘/im,e(ze) B /drppp(rp) [VC(I'e,I‘p) + chi(rea rp)]:| we = 66’1/}6

VQ
[_; + Vs(zp) + Vim,p(zp) + /drepe(re) [VC(I'&I'IJ) + Vei(re, rp)]] Yp = epthp.

(6.18)
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CHAPTER 6: Improved Ps bound state description

It is now more convenient to chose the origin of coordinates arbitrarily in the
plane. The Coulomb and cross-image potential then take on following form:

2

Ve(re,rp) €
C\le, = -
T et g 2000 co5(0c — 0)) + (2 — 7))
6.19
Vei(re,rp) = ee; [0(ze > 21) + 0(zp > 21)] ( )

2\/93 + 02 — 20c0p cos(0c — 0,) + (2e + 2p — 22im)?

The electron and positron densities that turn up in the integrals are given by
Pep = |ep(rep)|?. Note that the problem of self-interaction that is normally
present in the Hartree approach does not turn up here because we are dealing
with two distinguishable particles. We present the details of the implementation
of these integrals in appendix

We now describe how we can solve the one-particle equations and because both
can be solved with exactly the same approach, we only go into detail for the
electron equation. A first step is to make a guess for the positron wavefunction,
which then delivers some potential for the electron. In practice we chose a wave-
function that is localized around the origin and intuitively, it is clear that such
a choice traps the electron around the same point. In this way we immediately
eliminate the center of mass motion in the plane of the surface. Furthermore,
we know from the foregoing discussion that in the relative coordinates, the two-
particle wavefunction has axial symmetry. We can only realize this symmetry
if we assume that both one-particle wavefunctions also exhibit axial symmetry.
We can thus write:

h(re) = €' 4(0e, 2e). (6.20)

We can substitute this form for the wavefunction in the electron equation and
in our search for the ground state of the system, we can put [ = 0. The electron
equation then takes on the form:

1 0 0 1 02
- eq T 859.9 ‘/s e Vvime e
[ 20 00e (Q 6Qe> 2022 +Volze) + elze)

+/drp pp(@p»zp) [VC(reyrp) + Vci(rmrp)] %(Qe,ze) = 567;[}6(967 Ze)~
(6.21)

We can solve this equation with a finite differences scheme, which is presented
in appendix By iteratively solving the electron and positron equation, we
expect the solutions to converge. The resulting positron wave function can then
be used to calculate properties which are interesting for positron spectroscopy
techniques.
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Chapter 7

Conclusion

In this thesis, we studied Ps bound states near the surfaces of BisTesSe and
graphene from first principles. The study was motivated because the Ps bound
states, if they exist, can be used in positron spectroscopy to very selectively only
probe the surface properties of materials. From the overlap of the Ps wavefunc-
tion with surface, quantities measured by positron spectroscopy techniques can
be calculated theoretically and this can help in the interpretation of the exper-
imental results. Apart from the possibility of a bound state, we were interested
in the effect that the edge states of topological insulators have on the bound
state.

In our approach, we described Ps as a neutral particle bound to the surface
by the Van der Waals interaction. For BiyTesSe we found that a bound state
exists with a binding energy of £ = —150meV and we studied the influence of
the edge states on the Ps bound state. The material-specific parameters that
turn up in this description are the electron decay length at the surface, the
work function of Ps in the material and the dielectric function of the material.
The work function does not feel any effect of the edge states since it is purely
a bulk property of the material. We studied the effect of the edge states on
the electron decay length by excluding the spin-orbit interaction. We found
that the small changes in the electron density were dominated by differences we
cannot attribute to the presence of the edge states. These differences, however,
have a negligible effect on the electron density decay length and thus on the Ps
bound state. The effect on the dielectric response of the material was studied
by considering slabs with 1 QL and 4 QLs. In the first case, the edge states lose
their metallic character because of the overlap with the edge state at the oppo-
site surface. We considered both thin films and a semi-infinite solid and in the
first case, we found that the difference in electronic structure causes a difference
in the binding energy of a few meV. For the semi-infinite solid we found that,
by considering the surface instead of the bulk dielectric response, the effect is
much larger and causes a difference in the binding energy of 22%. For suspended
graphene we considered a symmetrical potential well and we found two bound
states with a binding energy of £ = —383meV and £ = —133meV. In a rough
model for graphene on a substrate, we considered the same potential well for
z > 0 but for z < 0, we took the value of the work function. In this case we
found a bound state with a binding energy of £ = —253 meV.

In the last chapter, we presented ax new description of the Ps bound state.
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CHAPTER 7: Conclusion

In this description, we solve the Hartree-Fock equations for the electron and
positron in an effective potential that describes the effect of the solid. The ef-
fective potential for the electron and positron are given by the Coulomb and
exchange-correlation potential due to the electrons of the solid. Because the
LDA and GGA approximations to the exchange-correlation energy functionals
fail to describe the long-range interaction properly, we introduced the classical
image potentials.
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Appendix A

Van der Waals interaction

In this appendix, we derive the Van der Waals interaction between a neutral
atom and a semi-infinite crystalline plane. Before we start with the derivation,
we briefly recall the theory of linear response functions for the reader who is
unfamiliar with the topic.

A.1 Linear response

We base this brief introduction on the book of Phillips [40]. Consider a Hamil-
tonian that we can write as:

H = Hy + W(t), (A.1)

where Hy is the unperturbed Hamiltonian and W(t) is time-dependent pertur-

bation. The time dependent expectation value of any observable quantity O(t)
can be written as:

(o) =T (51)0), (A.2)

where we assume the normalization Tr (4(¢)) = 1 and where p(t) denotes the
time-evolution of the density matrix, which can be obtained from the Liouville
equation:

B 2 [fr50)] = = ([ p0)] + W @507) . (A)

This equation can formally be solved in the interaction picture, this means that
operators have the form:

A[(t) — oiHot/h j—ifot/h (A.4)
If we evaluate the left hand side of the Liouville equation we find:

0pr(t N o Op(t - I R .
Palt( ) = —Hopr(t) + otHot/h; 1 p( )e—zHot/ﬁ + ezHgt/hﬁ(t)Hoe—zHot/ﬁ.

at
(A.5)

ih
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If we now use the fact that Hy commutes with the time evolution operator in
the interaction picture and use the Liouville equation we had before to rewrite
the second term, we arrive at:

mapa#t(t) = [fo, pr(0)] + €0t [ fy + Wy (), (1) | e ot/

(A.6)
= Wi :0)].

This equation can be solved as usual by integration both sides and then repeat-
edly substituting the solutions. The general solution is given by the time-ordered
product:
t
. 1 R )
pr(t) =T 4 exp s / dt’ {WI(t’), po] , (A7)

— o0
where py = . lim p;(¢t) denotes the density matrix of the unperturbed system.
——00
The first order approximation becomes:

prl) = po— / at’ [ (1), o] (A.8)

— 00

so that we can write for the expectation value of the observable:

(O(t)) = Tr (ﬁj(t)éj(t))

= (O1())o — % / dt' Tr (O}(t) [WI(t’),ﬁOD : (A9

— 00

Here (...)o denotes the expectation value w.r.t. the unperturbed system. The
trace allows us to perform a cyclic permutation of the terms so that we obtain
the result:

©) = 010~ 7 [ xowlt.t)at. (A10)

in which we defined the linear response function or susceptibility:

vow (t.8) = (|01, W ()], - (A11)

If the response of the material only depends on the time difference, then we can
introduce the frequency transform of the response function:

Yow (w) = / at e ([040).W(O)]) (A.12)

0
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A.2 Van der Waals interaction between an atom
and a surface

In this subsection we derive an expression for the Van der Waals interaction
between a neutral atom and a semi-infinite surface. We give some more details
in the derivation than in the paper of Zaremba and Kohn [57] and we point out
what approximations we make.

In the Van der Waals interaction, we are interested in the attractive force be-
tween a neutral atom and a surface due to the instantaneous dipole. A schematic
picture of the system is given in figure[A-I] The first assumption that we make
in the derivation is that the overlap between the wavefunction of the solid and
the atom is negligible. In this way, the electrons of both subsystems can be
regarded as distinguishable and the total Hamiltonian can be written as:

H:I:Ia+ﬁs+vas7 (A13)

where H’a and fIs are the Harqiltonians of the isolated atom and solid respec-
tively. The interaction term V.5 is the Hartree interaction between the two

subsystems:
AS Aa ()
Vs = / dr / dr/fw, (A.14)

with the density operators defined as:

px) = ns (r) — (r). (A.15)

Here, 7i(r) is the electron density operator and since we will adopt the Born-
Oppenheimer approximation, the charge density of the ions n(r) is just a
function. Note that we do not have to include the exchange interaction since
we supposed that the overlap is zero. We suppose that the interaction between
the two systems is weak so that we can calculate the interaction energy pertur-
batively.

The first order contribution is given by the expression:
B — (WYl w5 5) = [ drai(e)eic) (A.16)
where |U§¥S) is the product state constructed from the ground states of the
isolated atom and surface, p§(r) is the corresponding ground state density of the

atom and ¢f(r) is the electrostatic potential of the surface. The latter exhibits
periodicity in the plane parallel with the surface, which allows us to write it as:

@5 (r) = Zeith(pg(Z’ Q) (A.17)
h

where the reciprocal vectors Q;, = (Qra, Qny) are confined to lie in the plane of
the surface. Let us consider ¢§(z, Q;, = 0) for a moment:

1
h(20) = 5 [ dadyci(o) (A.18)

s
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Figure A.1: A schematic picture of the atom-surface system with the coordinates
that are used in the derivation.

which is thus the potential averaged over the surface of the solid. The electrical
field can be calculated by taking the gradient of this potential and should thus
also point in the z-direction. This electrical field, we can in turn determine from
Gauss’ law by drawing a rectangular box that encloses an area of the surface
that corresponds with one unit cell. In the z-direction, we can draw our box
such that it encloses all charge of the solid’s surface but none of the atom, since
we assume they are not overlapping. Because the solid is electrically neutral,
there is no net electrical flux in the z-direction and in this case thus also no
electrical field. We have to conclude that the term we considered, can only
cause a constant shift of the energy, which we can always omit. For the Q, # 0
terms we can write:

i = [ g [ )

v —r'|

- /dQ/dr//qu el(a-Qn)eeiad o (y/)emalz ==l (A.19)
2mq
dr’

S(F/)eiQh@’e—q\z—Z’\’

= @P

where we used the two-dimensional Fourier transform of the Coulomb potential
(A.32). These terms decay exponentially away from the surface and thus do not
contain the power law dependence we are looking for.

The second order perturbation is given by the usual expression:

(GG Vas|TETS)[?

AE®? — ,
% (Bs — E2) + (B - E3)

(A.20)

where the greek indices denote excited states. Now, since we made the assump-
tion that there is no overlap between the wavefunctions of the atom and the
solid, we can write the wavefunction of the atom-solid system as a product of
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the two. If we want a non-zero contribution, we need some operator that is
squeezed between the bra and the ket for both the solid and the atom. In other
words, the only surviving term of the Coulomb interaction is the product of the
electron density operators. We now try to rewrite this contribution towards a
more useful form. In the first step we use the following identity:

1 2 [ ao @3
=4 o .
aa + 0 ﬂ/“< D2 u? @52 (4.21)
0

which can easily be checked by evaluating the right hand side by means of a
complex contour integral and where we wrote @, = E, — Ey. After putting
everything discussed so far together, we get:

AE® = /du/dr/dr/dx/dx
|x —r| |x’/ —r’\

w/B alsa a a5 (! a
X 62750 wa +u2( )2+U2 <\I]0|n (x)|\lla><\lla‘n (X)|\IJO>

x (W5|A° (r)[ W 5) (U 1a° (x) [ w5)

Let us focus on the sum over o with the relevant terms in the sum for a moment:
"~ a

Y oy (ol GOIWE) (W )] )

(A.22)

= @)% 4 2
Ll 1 _ ! (2R () [ T2) (W2 |2 ()| WE)
2600 2 iu+ g tie  du—dg+ie] af) or
«

(A.23)

We used here that 72%(r) is a hermitian operator. The terms between brackets
can be seen as the result of the integral:

[6(iu+ @y —y) — d(iu —wg —y)], (A.24)

where the delta functions in turn can also be written in an integral form, so
that the above expression becomes:

lim — dt z(zu+w —y)t _ z(zu @y —y)t] ) (A 25)
e—0 27 y Jr 1€ '

If we now use the integral representation of the Heaviside step function:

o .

1 efzyt
—— lim y -

271 e—0 Y + i€

— 00

in the previous result then we can rewrite the summation (A.23)) as:

—o(1) (A.26)

=) / dt e [Pt — Tt | (Whlan (o) ) (W5 A" ()| 9F).  (A.27)

a#0 7y
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Since the term between brackets can be written as 2isin(w%t), we can include
the a = 0 term in the summation because it will always give zero. We proceed
by examining the term:

D R (Wi (0] W) (W | (x') W)
= (Wl ()| W) (W e 0t (e~ 0t ) (4.28)
= (W7 (x,0)A" (', )| W)-

Here the time dependence of the operators is like in the interaction picture.
Together with the other term, equation (A.27)) becomes:

N | =

/ dte™ " ([A%(x, ), 7% (x, 0)])o = %Xa(x,x';iu), (A.29)
0

where (...)o denotes the ground state expectation value. When we look at the
definition of the linear response function (A.12), then we see that x,(x,x’,iu)
is nothing more than the frequency transform of the density-density response
function evaluated at imaginary frequencies. We can make the exact same
derivation for the sum over the excited states of the solid. The second order
correction to the ground state energy then becomes:

11 [d
AE® = —/dr/dr’/dx/dx'mm/ﬁxa(x,x';iu)xs(r,r’;iu).
0

(A.30)

This expression is still not very useful for a practical calculation and to work
further, we need to introduce the two-dimensional Fourier transform of the
Coulomb potential:

1 1 7 47 ) )
= id, (Pr—px) 19z (2r—22)
|I‘ N X| - {73 /dqp / dqz qg T qge P e y (A31)

where r = (py, 2;), X = (pz, 2:) and q, = (¢x, gy, 0). The integral over g, can be
worked out with a contour integral, which makes a half circle in the upper half
of the complex plane for z,. — z, > 0 and in the lower half for z,. — z, < 0. After
obtaining this result we transition to a discrete Fourier transform by substituting
ﬁ J dq, — % qu7 where L? is the surface area of the solid. The result is

given by:

1 1 2T\ iq-(pr—pa) . —alzr—za
|r—x|:LQZ(q>GQ(p p) o=l 7 (A.32)
q

Note that we dropped the index p on the wave vectors. Before we introduce
this Fourier transform in expression (A.30)), we first replace the coordinates for
the electron density of the atom x — R 4+ x, where R denotes the position
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of the nucleus, since this will be useful later on. The product of the Coulomb
potentials can then be written as:

1 1
x+R-r||ry =R —x’
| |

1 _ !’ . . _ 7 Sy _ . /. _ _ _ _ 7 _
= ﬁze Z(g+q") iR (A=) i (Pz—pr) 1A (Pr1 —Pyr) o= (22— 2r) =0 (21 —2p)

a,q’

1 - ’ . o . ks PR
ZEE e Z(q+q)ezR(q q)ezrcx6 ik"x —ikeT ik r7
.9’

(A.33)

where in the last step we defined the complex wave vector kK = q + ige,. Note
that we dropped the absolute value in the exponent |z, +Z —z,| = (2. +2Z —2;).
This corresponds with neglecting the Coulomb potential felt by the electron
cloud of the atom in a point z, + Z due to the electron density of the solid at
the position z,. > 2z, + Z. Since we already assumed that there is no overlap,
this is no additional approximation. We assume that the surface is periodic,
thus the Coulomb potential of the surface can be expanded as a Fourier series
over the reciprocal lattice vectors Q,,, i.e. we can restrict the sum over q’ to
d =q+ Q. As a consequence, we find that :

e*ZQh/ﬂ > €*Z(Q+q,)_ (A.34)
That is, we find that the Q,; # 0 terms decay exponentially away from the

surface. In our search for a power law dependence, we can thus retain only the
Q,, = 0 term for which q = q’. The energy correction becomes:

[du 1  4n? ox i
AE(Q) _ _/%F qize—QqZ/dX/dx/e’LKuxe—lK, B XQ(X7X/;7;U>
0 q

X /dr/dr’e*m‘rem*‘{xs(r,r’;iu)
(A.35)

We see that the contribution to the energy correction falls off exponentially fast
with increasing ¢, so if we assume that the atom is far away from the surface,
i.e. Z is large, we can make a Taylor expansion around ¢ = 0 in the atomic
contribution. Before we make this expansion we first show:

/ dx xq(x, x'; iu)

= i]odte“t/dx([ﬁa(x,t),ﬁ“(x’,t)bo
0

=i [[ate [[ax(px.t) - o 0) (1A (', 0) — (< 0) ) =0,
0

(A.36)

where the last step follows from the fact that the atom is neutral. This means
that in the expansion, the first terms to survive are those which contain a prod-
uct of z; and z}. To work this out explicitly, we adopt spherical coordinates and
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choose the z-axis along the vector k. Now, an atom in its ground state always
exhibits spherical symmetry, which means that we can expand the response
function in its spherical components as:

Xa(X, X' iu) ZXZ (z, 25 ) V™ (%)Y (%), (A.37)

where Y, are the spherical harmonics. We should keep in mind that the same
reasoning does in general not hold if we consider a molecule instead of an atom.
The exponentials in the integrals can be expanded as:

ein-xefin*~x' — einm cos(9)67in*z' cos(6")
) Y , , . (A38)

~ 1+ ik cos(0) — ik*x' cos(0') + kr*xx' cos(0) cos(6")
The first three terms drop, as we just showed, because of the charge neutrality
of the atom. If we only retain only the latter term, insert the expansion in

spherical harmonics and write out the spherical harmonics explicitly, we find:

/! — /.
/dx/dx Xkt Xy (x,x";4u)
o) 27 2w

204+ 1 ( o,
—Z ( + —-m )/dmx3/dm’x’?’/dape”’“”/mp'e’m“’
l+m
0

0 0

X kK" /d&sin(@) cos(8)P™ (cos(h)) dt9’ sin(#") cos(8') /™ (cos(8)),
0

o

(A.39)

where P/™ are the associated Legrendre polynomials. The integral over ¢ yield
zero except if m = 0 and in this case the associated Legendre polynomials reduce
to the Legendre polynomials. We work out the integral over 6, where we make
the substitution y = cos(f):

iy 1
/d9 sin(@) cos(0) P;(cos(0 /dy yP(y 3’ (A.40)
0 21
where the last results follows since the Legendre polynomials form a family of

orthogonal polynomials and P;(y) = y, so we only have to consider the term
[ = 1. Everything together we find:

’ 4 -
/dx/dx’ XX (%, X i) = %/{f{*/dzx‘s/dz’x’sxl(z x5 iu)
0 0

= 2¢%a(iu).
(A.41)
Here, a(iu) is the dynamic atomic dipole polarizability which can be defined

as [6]:

4 o0 o0
= g/dxx?’/ a2y (@, 25 ). (A.42)
0 0

81



CHAPTER A: Van der Waals interaction

A more general result, that we will not rederive here, can be obtained by carrying
on the expansion in powers of q. The result is given by:

oo

ikt 2!y (i)
/dx/dx e xeTITX (%, X5 i) Z l'(QZl— 01 q* (A.43)
=1

where «; is the multipole polarizability:

ay(iu) = 57 1/dxml+2/dm’ 230 (2 i), (A.44)
0 0

It is interesting to notice that only even power of ¢ enter in this result. So that,
since we consider only small ¢, we should get reasonable results by examining
only the dipole polarizability. We then arrive at the result for the attractive
interaction given in Zaremba’s paper:

E® = —% / du a(iv)F(Z;iu) (A.45)

with:
. 27 —2qZ 1 q(z+2") ’ /a
F(Zvlu) = ﬁze dz dz'e XS(ZaZ aq7Q;Zu)7 (A46)
q
and the two dimensional Fourier-transform of the response function:

1 ) Ly,
xs(2, 2, q,q’;iu) = ﬁ/dp/dp’e*’q"’e“l'p Xs(r, s du). (A.47)

If we knew an expression for the atomic dipole polarizability and the solids
density-density response function, we could attempt to evaluate the above ex-
pressions immediately. In most cases, however, we do not have an expression for
the latter so we will work towards a more useful expressions. The first thing we
note is that we only need to determine the long wavelength (small ¢) behavior
of:

flg;iu) = /dz/dz’e‘I(z+Z/)Xs(z7z’,q, q’;iu) (A.48)
because of the exponential exp(—2¢Z) in (A.46]). Let us get some more insight

in the meaning of the surface response function F'(Z;iu). Consider an external
charge distribution located at z = Z:

Pext(r,t) = 0(2 — Z)e' TP, (A.49)

The electrostatic potential in the frequency domain due to this charge, for the
region of interest z < Z, is given by:

exr 2 To B —
D (x, 1) = / dr p|(_|“) = e e, (A.50)
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where we used the two dimensional Fourier transform (A.32)). The response of
the solid to this external potential is given by:

ong(r,iu) = /dr’XS(r,r’;iu)qﬁext(r’;iu)
. . / 2 ’ S
= /dr’ Z e Qutde=iar’y ((2 2 q+ Q. q iu)—ire_q Zod'? gid'-p
q
a.h

2 . .
= ey fW / d2'xs(2 7 a+ Qy, asiw)e”

2
=~ e TPdig, (5, ;i)

(A.51)

where in the second step we used the inverse Fourier transform of (A.47)). In
the last line the first three terms are identical to the component of the external
potential parallel to the surface of the solid. The z-dependence of the induced
charge in described 07q, (2, q;iu). The average over the surface of this last term
is obtained by setting Q; = 0 and is given by:

Sia(zasin) = [ d'xs( ' quaiu)e” (A.52)

In this way, we can write the surface response function as:

2
F(Z;iu) = [7; e_2qZ%/dzeq dng(z, q;iu) L2 Z e 17 f(g;iu).
q

(A.53)

Physically this means that if the atom is far away from the surface, the induced
charge fluctuations in the solid due to the instantaneous dipole of the atom
are spread out across the surface. Zaremba and Kohn point out in their paper
that 079 (2, ¢; iu) oscillates around a zero mean in the high frequency limit. A
consequence is that an immediate expansion of this quantity in powers of ¢ is
not possible. Instead, they eliminated the periodic part by taking the average:

) z+a/2
oii(z, q;iu) = - / dz'6no(2', q'iu) (A.54)
z—a/2

Furthermore, we note that for the small ¢ behavior of f(g;iu) in , 0n0(z, q; tu)
and 07ig(z, q; iu) are interchangeable:

z4a/2
/dz e®®ono(z, ¢;iu) /dz / dz' eV 5ng (2, q;iu)
z—a/2
a2 (A.55)
1 /
= f/dz’ dng(2', q;iu) / dze?” = /dz’ e 5no (2, q;iu) + O(q?).
a

z'—a/2

83



CHAPTER A: Van der Waals interaction

If we make this replacement in f(g;iu) and introduce the following expansion:
6n(z, g;iu) = dng(2z;iu) + qony (z;iu) + O(q¢?), (A.56)

then we find:

flg;iu) = % dz {6ng(2; iu) + q [2070(2; iu) + 604 (25 1u)] + O(¢?) }
(A.57)

% /dz 0mo(z;iu) [1 + 2qz(iu) + O(q2)] )

_ Jdzzdng(250u) 1 [ dz[0n(2;iu) — 2 dng(z;iu)]
[ dzong(z;iu) 2 [ dz6np(z;iu) '

z(iu) (A.58)
In the above expressions, [ dzdfig(z;iu) represents the total surface screening
charge induced by the external potential. The first term of Z(iu) is then the
centroid of this induced charge and we can expect that it is highly localized near
the surface of the solid, The second term has no simple physical interpretation
and Zaremba and Kohn showed that this term disappears in the zero and high
frequency limit but it is not guaranteed to vanish for intermediate frequencies.
If we want to evaluate the formal expression we obtained so far, we need to
determine d7ip(z;iu) and we do this by considering the continuity equation:

%n(r, t)+ V- j(r,t) =0. (A.59)

We know that the induced charge should have the same time-dependence as the
external charge and we can also assume the same form for the current
density. Since we want to know d7ng(z;iu), we average over the surface and
afterwards apply the same averaging as in . This allows us to rewrite the
continuity equation to:

u 67 (23 iu) + %jz(zx iu) =0 (A.60)

If we formally integrate this equation we get:
oo
J2(—00jiu) = u / dz dng(z; 1) (A.61)

This current density deep inside the solid, we can also obtain by using Ohm’s
law. The electrical field E = —e“'Eje, is determined by the external charge
(A.49) screened by the induced surface charge. By integrating Gauss’ law, we
obtain:

Ey=2n[1- / dz 6nig(z; iu) (A.62)
The current density is then given by:
J2(—o05iu) = o(iu) Ep. (A.63)
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If we combine the last three results, we get:

r o 2mo(iu)/u e(iu) —1
/ dz 3o (z; iu) = 1+ 27o(iu)/u  e(iu) + 1’ (A.64)

where we used the relation between the conductivity and the dielectric function
e(iu) = 1 4 4mwo(iu)/u. If we substitute this result in (A.57), we find:

Flasiu) = 2 [1+2q2(u) + O()] (%) (A.65)

This form allows for an evaluation of the surface response function (|A.53)), where
we transition from the discrete sum to an integral:

F(Z;iu) = (G(w) > /dqq [1+2¢2(iu) + O(¢*)] e"29%
e(iu) + (A.66)
e(iu) 3 _5
= —_— Z
(e(zu) ) {423 tazt o )]
So at long last we find the Van der Waals attraction:
C
@ — Z0
E ~3 {1 + 3 7 +O( )] , (A.67)

where we introduced the Van der Waals constant:

- / dua(iu (;;D (A.68)

and the Van der Waals reference plane:

107 ( 3:) =(iu). (A.69)
0

The expression for the Van der Waals attraction (A.67) can be rewritten to a
more convenient form by measuring distances w.r.t. the Van der Waals reference
plane Z — Z — Z;. The result of F(Z — Zy;iu) is then given by:

C 5

E® = “Z- 7P +0(Z75). (A.70)
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Appendix B

Further information about
the LAPW method

B.1 Choice of sphere radii

Let us discuss the importance of keeping the plane wave cutoff low. When
setting up the secular equation, its size is determined by the amount of plane
waves, which scales as the cube of the the plane wave cutoff. The time required
to solve the secular equation in turn scales as the cube of its size, so in the end
we find that the required calculation time scales as the ninth power of the plane
wave cutoff. It is thus imperative for any practical calculation to keep it as low
as possible. An important parameter that influences the cutoff is the size of the
spheres around the nuclei. Indeed, they should be chosen in such a way that
they minimize the computation time and not based on their physical ‘size’.

To illustrate this, consider the case of NiAl, where the radii in their chem-
ical sense are given by Ra; = 2.8bohr and Ry; = 1.9bohr. Now since the
plane waves are extended throughout the interstitial region, one should pick the
highest cutoff needed for the different elements in the material. Well converged
plane wave cutoffs are given by Ra|Gmax = 6 and RniGmax = 9. With the
choice of radii in the chemical sense we find that the cutoff is determined by Ni
and is equal to Guax = 4.74. If we would, however, swap the radii and choose
Ra; = 1.9 and Ry; = 2.8, the maximal cutoff is determined again by Ni but is
this time equal to Gyax = 3.21. The difference in computation time between
these two choices is a factor (4.74/3.21)% = 33.

B.2 Core electrons and valence electrons

The LAPW method is an all electron approach although this does not mean that
no distinction is made between core electrons and valence electrons. Indeed, for
core electrons it is imperative to solve the Dirac equation since spin-orbit and
other relativistic corrections are very important, certainly for heavier elements,
while for valence electrons this effect can often be treated as a perturbation, if
necessary. On the other hand one can assume that core electrons have spherical
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symmetric wavefunctions and stay confined inside the spheres, such that it is un-
necessary to expand them in the LAPW basis, i.e. a numerical basis of spherical
solutions to the Dirac equation inside the spheres suffices. It is worth pointing
out that the last approximation means that no plane waves are necessary for
the core electrons and that, since the core states are considered to vanish on
the sphere boundary, valence states are automatically orthogonal to them, as
pointed out earlier. Herein lies an important distinction with pseudopotential
codes: The true ground state electron density is sought in a LAPW calculation.
This means that the electron density is in principle correct over the whole crys-
tal instead of only in the interstitial part as with pseudopotential codes.

So, concretely: Core electron states are calculated self-consistently and fully
relativistically in the crystal potential. They are however approximated to be
confined in the spheres, that is, their wavefunction is considered to be zero out-
side the spheres, and to be spherical, which means that the potential in the
Dirac equation is replaced by its spherical part. Valence electron states are cal-
culated self-consistently in the crystal potential with the Schrodinger equation
(unless relativistic corrections are also important for valence electrons, see the
next paragraph).

B.3 Relativistic corrections.

Before we take a look at how relativistic corrections can be taken into account,
we find it instructive to first derive the radial Dirac equation, as it is something
most physicists at the master degree are not familiar with. The material pre-
sented here is based on the book of P. Strange [49].

The time-independent Dirac equation for a spherical potential V (r) = V(r)
is given by:

(co- P + Bmc® +V(r))y = Wb, (B.1)
where 8 and the components of « are given by:
(I 0 (0 o, (0 oy (0 o,
= (5 n) (0 %) w0 %) (%)
(B.2)

in which the o; are the Pauli matrices. We now rewrite the kinetic term of the
Dirac equation and for this we start with following vector identity:

Ax(BxC)=B(A-C)-—C(A-B), (B.3)
with A = B = r, the unit radial vector, and C = V we find that:
V==t -V)-—rtx(txV). (B.4)

Since we are dealing with a spherical potential, the wavefunction should also
be spherical, thus 9/90 and 0/0¢ disappear. For the second term we use the
angular momentum operator L = X X p = —ihAr X V. Here x is the position
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operator, and r is the positional vector of the electron. We can then rewrite the
above equation as:

L2 A N
v—ra—ﬁmXL, (B5)

so that the kinetic operator becomes:
. . 1 N
a-p=—itha-V=—iha-t— - —a- -1 xL. (B.6)

We still wish to rewrite this further and for that we use the following vector
identity:
a-Aa-B=A -B+ioc-AxB, (B.7)

in which A and B are arbitrary vectors and:

o; = (‘3’ (S) . (B.8)

Now since r and L are perpendicular to each other this gives:

oa-to-L=io - xL. (B.9)

Next we will use the 75 matrix which is defined as:

Vs = <_012 _012) (B.10)

and has the property that:
Vs = —0 V50 = —a, (B.11)
so that becomes, after post multiplying with ~s:
io-to-L=—a-fxL. (B.12)

The kinetic operator now becomes:

a-p=—iha- rﬁ —a to - L. (B.13)

Apart from the usual orbital angular momentum operator L, the spin angular
momentum operator S and the total angular momentum operator_ J in rela-
tivistic quantum mechanics there is another interesting operator K, which is
also related to angular momentum. It is defined as:

K =B(c-L+h). (B.14)

Notice that because of its form, it is clear that it has to do with spin-orbit
coupling. The operator is related to the total angular momentum as:

2
K2 :32+% (B.15)
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and it has eigenvalues:
. 1
Ky =+ (j + 2) hp = —kh, (B.16)

what can easily be verified by using relation . We use k € Zj as a quantum
number to label the solutions to the radial equation further on and refer to it as
the relativistic quantum number. Since we are dealing with spin 1/2 particles,
it can be shown that x has following relations with the non-relativistic quantum
numbers j and [:

h=—l—1=—(j+1/2) if j=1+1/2

B.17
k=1l=(+1/2) if j=1-1/2 ( )

It is also interesting to mention that the following commutators hold:
T H) = [ H) = (K, H) = [K,3") = [K,].] =0. (B.18)

A2 ~
This means that J ,J, and K represent quantities that are constants of motion
in relativistic quantum mechanics and that eigenfunctions of the relativistic
A2 ~
Hamiltonian are also eigenfunctions of the operators J ,J, and K. Anyways,
using (B.14]), we can rewrite the kinetic operator in the final form we want to
have it:
p ho b0 4 (8K — h) (B.19)
a-p=—tha - t— + —a-T —h). .
P ar ]
To shorten notation a little, we write o, = o - r. If we substitute the kinetic
operator in the Dirac equation we arrive at:

[ic%ar <ha + ; - ﬁf(> + Bmc* +V(r)

_- U = Welr).  (B20)

The solutions to this equation can be written as:
mJ A

mi () = ((9s(roe’ (8) ) B.21

o= (FNe (B2

Usually g, is referred to as the large component and f, as the small component.

The xn” are the spin-angular functions which are related to the more familiar
spherical harmonics and Pauli spinors byﬂ

for j=1014+1/2:

M A l+1/2+m m;—1/2 l+1/27m m+1/2  _
) = gy Ty

_ (B.22)

for j=1-1/2:

o L+1/2—m m,—1/2 1 L+1/24m m41/2 _

my = L= Ty /2 _ LT e T T ymy 1/2.
X E) =\ T Y XU T X

T took the expressions given in the book of M. Martin [28] p. 194
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If we substitute the solution in the radial Dirac equation and use the not so
trivial relatiorﬂ o’ (£) = —x"2(+), we find:

—eh (aa o f) 9PN+ (W = V(1) +me?) fu (1) = 0
(B.23)
0 1 &

e (5 + 7 = ) SN OV = V() = me)gu > =o.

Thus the spin-angular functions can be omitted and we are left with two coupled
equations for f,(r) and g.(r):

of. 1 Kk—1
e Ay gy iy
roc " (B.24)
09k Kk+1
- = ——gx + 2Mcfy,
or r

where we defined E = W — mc? (the energy of the electron with the mass
contribution taken out), put # =1 and used the radially varying mass, which is
also called the zrelativistic mass’:

M=m+—(E-V). (B.25)

el
A strategy to solving these two coupled equations is to first rewrite the second
equation towards an expression for f,, and then substituting this expression into
the first equation. The result is given by:

Vgl k+1 Vg,

- :Egﬁv

1
r  4M2c? r 4M2c2
(B.26)

2, Ui+1)
o 1
2M s r

I = =z 9x| T Vs

where primes denote radial derivatives and we used that «(k + 1) = (I + 1).
Apart from the two extra terms in the left hand side and that the radial varying
mass enters the kinetic energy, this equation is identical to the radial Schrodinger
equation. The last term in the left hand side is the spin-orbit term, as it is the
only one that still depends on the spin of the particle through &.

Instead of directly solving , another approach, proposed by
D.D. Koelling and B.N. Harmon [24], is usually taken to deal with relativis-
tic effects for the valence electrons and this for computational reasons. Indeed,
if the spin orbit term is taken into account, one has to keep track of the spin,
which doubles the size of the secular equation. However, in this approach, spin-
orbit coupling can be taken into account afterwards in a second variational step,
which is much faster to calculate. Let us first motivate how we can get rid of the
spin-orbit term. Imagine that you want to know the average of the solution for
the spin-up and the spin-down case. This means that you want to average over
j1=1+1/2and jo =1 — 1/2 so that j; + jo = 2l, which is spin independent.
Using the relations for the relativistic quantum number we find:

kK1+ke=1l—(1+1)=-1, (B.27)

21 will not prove it here, see [49] p. 59 for details.
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so that, when adding the two equations for these different x values, the last
term in (B.26) drops out in this case and spin-orbit coupling does not play a
role anymore.

We now derive the equations proposed by D.D. Koelling and B.N. Harmon,
which is also interesting because it shows us that we can label the wavefunc-
tions with the non-relativistic quantum numbers. We start with defining a new
function:

1
- 2Mec

After substitution of this function and its derivative into (B.26) and after drop-
ping the spin-orbit term we get:

b - (B.28)

(+1) 1
—(V—-F .
2Mcr? + C(V )| 9

¢, = —%% + (B.29)

After substitution of the definition of ¢, in the second equation of (B.24]), we
find a relation for f:

Kk+1
2Mcrgm

which can be substituted in the solution to the radial Dirac equations (B.21)):

fo=dx + (B.30)

T X
mio~ | K+ 1 mo | B.31
I wa)

The second component can be further rewritten:

1PLEe m; .| 9k +f(+1
L9 2Mcrg'€ Xk =1 2MC r Ir

s
OrXg’

N K-1 m; (B.32)
T 2Me i r gﬁ] ”

iO’,- / gr@ r .
= — - L:| mj

2Mec { 9 r 7 X

In the second step we used that K anti-commutes with 0' and in the last
step we used the definition of the operator K. We can now transition
to solutions which are labelled by the non-relativistic quantum number Im;m;
by taking a weighted sum of the spin-up and spin-down states with the same
l-value, that is k =1 and Kk = —(I + 1):

I+1/24m o, I+1/2—m m;  my-1)2 1/2 B.33
Vo O T s (:33)

or:
Sl S APt RN (el Sl RAAPWLCLY B Vel /2 B.34
V> 2rr1r M TV Ty X X (B.34)

3See the book of P. Strange [49] p.59
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as can easily be verified by using the relations in . The functions g and
g are determined by (B.28)) and (B.29) but since they do not depend on the
spin of the particle, we can just as well use [ instead of k. We find for the
approximate solutions:

v ( o (i (B.35)
Imyms — 10y |:_ ’ ﬂ . ]Z:| ymiyms |0 -39
2Me 9t r 7 LoX

so we find that the large component is in a pure spin-up or spin-down state
while for the small component this is not the case. The equations that are
usually implemented are obtained by defining P, = r¢; and @; = rcg; and then

rewriting (B.28) and (B.29)) towards:
P

Pl =2MQ +~

r

Q  [W+1)
B [ 2M72

(B.36)

Q) = +<v—El>] A,

To construct the wavefunctions inside the spheres we still need the energy deriva-
tives of these equations, which are given by:

: : . P
B = 2(MQi+MQ)—

Qi I(1+1)
o + { 2M 12

11 + 1) (B.37)

3/
@ = 2M2r2

+(V_El):|Pl_ +1| P.

In the LAPW method the wavefunction still needs to be matched at the sphere
boundary and then the question rises how to do this. After all, in the intersti-
tial part the Schrodinger equation is solved and there is nothing like the small
and large part of the wavefunction. The approach that is usually taken is to
neglect the contribution of the small component at the sphere boundary and to
match the plane waves only to the large component of the wavefunction. Since
relativistic corrections are only important near the core, this is usually a good
approximation.

We mentioned before that spin-orbit corrections can be taken into account
by means of a second variational step. This means that we first solve the above
set of equations and find the appropriate eigenfunctions as if there is no spin-
orbit coupling at all. Then, with the functions found in this first variational
step, one builds a new basis which can be used to set up a Hamiltonian that
includes the spin-orbit term. A first thing to realize is that this basis can be
much smaller than in the first step since the amount of bands in the system
is much lower than the amount of basis functions used in the LAPW basis
and only the bands of interest can be included. Secondly, since the spin-orbit
term is mostly only important near the nucleus, it usually does not have to be
included for the interstitial region. Furthermore, inside the sphere a spherical
approximation of the basis functions can be used, again because the spin-orbit
term is important near the nucleus and there spherical approximation is best.
So in the end we actually only have to calculate the effect of the spin-orbit
coupling on the different radial functions u;(r) and 4;(r). The total correction
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is then given by a linear combination of these, determined by the expansion
coefficients Ay, and Bj,:

GEIA168) =32 D [Ain(G) v (G (uf,, | O uf, )

Im U'm’'

+ B (G) A (G (g, | H |uf )
+ A5 (G) By (G (uf, |5 Jif,0)
B}, (G) By (G') (i, [ H5C i)

(B.38)

The final band energies are then given by the sum of the band energies from
the first variation step and these corrections, since the function we use here are
orthogonal, i.e. we do not have to calculate the overlap. Finally, because of the
form of the spin-orbit term, only terms for which I =’ and | —m’| < 1 have to
be taken into account. This whole recipe is of course approximate but it works
as long as spin-orbit interactions are relatively small.

B.4 Full potential LAPW (FLAPW)

We mentioned in the previous section that using a non-spherical symmetric
potential inside the spheres is a little harder than it may seem at first sight.
The problem arises when the full crystal potential is used to solve the Poisson
equation. Outside the spheres, there is not a big problem since the charge
density is expanded in stars (a combination of plane waves which exhibit the
spacegroup symmetry) and the equation is diagonal in Fourier space. Inside the
spheres, however, we have a rapidly oscillating charge density expanded in lattice
harmonics (a combination of spherical harmonics that exhibit the symmetry of
the site of the particular atom in the unit cell). Solving the Poisson equation in
reciprocal space is prohibitive because of the amount of plane waves that would
be required to expand the density near the nucleus. In fact, since we have a
delta-function like contribution from the nucleus, such an expansion would be
non-convergent. On the other hand, solving the Poisson equation in real space
would require some boundary condition that we do not know.

To solve this problem, one can observe that the Coulomb potential outside
the spheres only depends on the charge outside the spheres and the multipoles
inside. This allows one to replace the true charge density inside the spheres by
some other function as long as the multipoles inside stay the same. Thus the
Coulomb potential is sought as follows: (1) Extend the charge density expanded
in stars to the whole unit cell instead of just in the interstitial part. (2) Calculate
the multipoles of the star expansion inside the spheres as well as multipoles of
the true charge density. (3) Calculate the difference in multipoles between the
true charge density and the star expansion. Then compensate the difference by
adding some arbitrary functions, which are localized inside the spheres and can
be expanded with as few plane waves as possible, to the star expansion. This
is called the pseudo charge density. (4) Solve the Poisson equation in reciprocal
space. (5) Find the charge density in real space on the sphere boundary. (6)
Solve the Poisson equation inside the sphere in real space with the boundary
condition found in the previous step. This can be done with a Green’s function
approach.
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It should now also be clear why there is no problem when considering a spherical
symmetric potential inside the spheres. The solution in the interstitial does
not depend entirely on the charge distribution inside and the star expansion
can immediately be used without the construction of a pseudo charge density.
Since the potential in the spheres is approximated to be spherical, the charge
distribution that enters the Poisson equation should also be spherical symmetric.
This means that we can set [ = 0 and the equation to be solved becomes:

T%dii (ﬂd‘jiy)) — dmp(r), (B.39)

where p(r) is the spherically averaged charge distribution. The above equation
is easy to solve, e.g. by integrating the equation twice. The final solution is
determined by matching the value and the first derivative of the potential to
the solution of the interstitial part on the sphere boundary.

B.5 Local orbitals

Sometimes it is not possible to calculate all electron states accurately with one
choice of E;. This can happen in two cases. The first one occurs when conduc-
tion states are to be calculated which have a band energy far above the energy
parameter. The second case if there are so-called semi-core states present in
the system. These are electron states which have an energy that is far below
the valence states but are spatially extended. The latter means that we cannot
treat them as core electrons, since the requirement for those is that their wave-
function vanishes (to good approximation at least) in the interstitial region, and
we have to treat them as valence states.

The most intuitive reaction is maybe to divide the states in more than one win-
dow, each with an appropriate choice for E;. There are however two downsides
to this approach. The first is that creating an extra window increases the com-
putation time significantly since two separate LAPW calculations have to be
made (with the only exception that the potential is the same in both cases).
Then afterwards the resulting charge densities from these two calculations have
to be combined. The second and most important downside is that orthogonality
between the states in the separate windows in not guaranteed.

A better approach was proposed by Singh [46], who introduced the local orbital
extension for the LAPW method. The idea is to add extra variational freedom
to the functions inside the spheres. As discussed before, adding the second
derivative ii;(r) would reduce the errors in the band energies to (¢ — ;) but
would require matching the second derivative of the wavefunction on the sphere
boundary, which is prohibitive because of the high plane wave cutoff. Instead,
Singh exploited the fact that the LAPW functions are automatically orthogonal
to any core state, which allows one to add an arbitrary function to the basis
which is strictly confined inside the spheres. Now, since the u;(r) and ;(r) are
particularly suited to approximate wavefunctions inside the spheres, it makes
sense to use those. Lastly, the quality of an electron state is determined by the
difference between the band energy and the energy parameter E; used to calcu-
late u;(r). A clever combination of these properties leads to a representation of
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the wavefunctions in the following basis:

Q7Y2Y el G rel
G
W(r) = lz [Atmui (r) + Bimtu(r)] Y™ () , (B.40)
+ 3 i [Aba(r) + Bhyin(r) +u ()] (@) res
lm

where the Aj, and By, are used to match the extra term and its derivative to
zero at the sphere boundary, so that it is strictly localized inside the sphere.
The “5(2) (r) is determined, just like w;(r), by solving the radial Schréodinger
equation but with another choice for the energy parameter E;. The variational
coefficients ¢;,,, can be set to zero for all states but those [ that have a semi-core
state associated with them, and, because of the localized nature of the extra
orbitals, only for those atoms that exhibit the semi-core state.

B.6 List of the different parameters used in Elk

This paragraph gives a brief description of the different parameters that we used
in DFT calculations with Elk. The parameters are listed alphabetically.

epsengy: Absolute change in the total energy of the system under which the
energy is considered as convergence. If the RMS change in the Kohn-Sham po-
tential is also smaller than the set value, the self-consistent loop breaks off.

epspot: RMS change for the Kohn-Sham potential under which the potential is
considered to be converged in the self-consistent loop. This condition as well as
the absolute change in the energy has to be met before the self-consistent loop
stops.

gmazvr: Sets the maximal length of |G| for expanding the electron density and
potential in the interstitial region.

kgrid: Determines the equidistant grid of points in reciprocal space at which
the Kohn-Sham equations are solved.

Imazapw: Set the angular momentum cutoff I, for expanding the one-electron
wavefunctions inside the spheres.

Imazmat: Sets the angular momentum cutoff for the construction of non-spherical
contributions to the Hamiltonian and overlap of the system inside the spheres.

Raising this parameter can significantly increase computation times and thus

is usually set lower than other angular cutoff parameters in the calculation (as

much as the convergence criterium permits at least).

Imazvr: Sets the angular momentum cutoff /.« for the functions inside the
spheres for expanding the electron density and potential.
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lorbend: Either true or false. If set to true, Elk automatically adds local orbitals
to the high lying conduction states. This is required for an accurate determina-
tion of their band energies.

nempty: Determines the number of empty states per atom and per spin. (If
this parameter would be set to zero, there would be as many states calculated
as there are valence electrons in the system.)

rgkmax: Sets the energy cutoff for the plane waves for approximating the wave-
functions by defining the maximum length of the G + k vectors through:

rgkmax

max{|G +k|} = =7—,
S

(B.41)

where Rg is the average of the sphere radii of the different atoms in the system.
The energy cutoff, in Hartree, of the plane waves is then given by:

cow _ (max{[G +K[})? (B.42)

max 2

Care has to be taken when raising this parameter because Heaviside functions
are used in the construction of the Hamiltonian and overlap matrices for the
interstitial part. A consequence of this is that spurious energy contributions
from Gibbs oscillations can show up and cause the self-consistent loop to break
down due to divergence of the electron density.

stype: Used to define what kind of function should be used to determine the
occupancy of the electron states.

swidth: Determines the temperature used for the smearing function as well as
the inverse lifetime of particle excitations when calculating response functions.
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Potential of a charge near a
dielectric
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Figure C.1: A schematic picture of the system under consideration in this ap-
pendix. The left figure shows the charge ¢, which is situated at a distance d
above the infinite surface of a dielectric. In the right hand side of the figure,
the surface that we use with Gauss’ law to determine the electric field due to
the surface charge o; is drawn.

In this chapter we derive the potential for a point charge ¢ at a distance d
from the surface of a dielectric material, as shown in figure We suppose
that we are dealing with a linear dielectric, i.e. the polarization can be written
as:

P = ¢yxE, (C.1)

where € is the permitivity of the vacuum and . is the electric susceptibility.
Note that we adopt SI units in this appendix. The quantity we want to know
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is the potential caused by the charge, which is given by the Poisson equation:

V2V (r) = @, (C.2)
€0
where p(r) is the charge density of the system. The charge density is not solely
given by the point charge because the point charge will induce a charge in the
dielectric. Our first task is thus to find the induced charge. The induced charge
can be divided in a surface charge and a bulk charge. The latter is zero because
it is proportional to the free charge density embedded in the material:

Xe Xe
Z-:—V~P:—V-< 71)):_ , C.3
0 0 (2 )y (©3)
where € = ¢g(1 + x.) is the permittivity of the material and D = €E is the
displacement vector. In the last step we used Gauss’ law for polarizable media
V-D = p¢, where p; denotes the free charge in the medium. The surface charge
is given by:

g; = P-n= Pz = EOXeEz (04)

Here, E, is the z-component of the electrical field at z = 0. The electrical field
has a contribution from the free charge above the surface, which is easily found
from Coulomb’s law:

- T cosh=— ! qd
dreg p? + d? © dmeg (p? 4 d2)3/2°

(C.5)

The second contribution comes from the surface charge, which can be found
from Gauss’ law by drawing a rectangular box around the surface, as indicated
in the figure.

1 .
%E-dAz—/pdV ~ oAB, = -7 (C.6)
A €o

We have a minus sign because we are looking just inside the dielectric at z = 0.

Taken together, (C.4)),(C.5) and (C.6|) yield an equation from which we can

determine the induced surface charge:

_ . gd __ oi
0; = €0 Xe 47T€0 (p2 + d2)3/2 260

N 1 Xe qd
0O; — —— .
21 \xe +2/ (p? + d?)3/2

The total induced charge is thus given by:

4 = — (Xexjr 2) q. (C.8)

We adopt the method of the image charges to find the potential. The method
relies on a collorary of one of the uniqueness theorems to the solutions of the
Laplace equation. It tells us that, quoting from Griffiths book [16]: ‘The poten-
tial in a volume V is uniquely determined if (a) the charge density throughout
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the region, and (b) the value of V on all boundaries are specified’. This means
that if we can find a solution that satisfies all the boundary conditions and gives
us the correct charge density, it is the only solution to the Poisson equation we
can find. The method of the image charges places some fictitious charges some-
where outside the region where the solution is sought and in such a way that
the boundary conditions are satisfied. How exactly that the image charges have
to be placed, is usually a matter of a making a well reasoned guess. There are,
however, two rules of the thumb: (1) You can never place an image charge inside
the region where you are looking for the potential and (2) the image charges have
to add up to the correct total charge in each region. The boundary conditions
are given by:
El

o
vac E(!icllcctric = % and E\t/ac - Eéiellectric = 07 (09)
where Ell denotes the component of the electric field along the normal of the
plane, E* the component of the electrical field tangent to the plane and o the
surface charge. The potential also has to disappear far away from the point
charge:

V=0 if pP42%>d? (C.10)

Following the rules mentioned above, we make the guess that for z > 0, we have
to place an image charge at —d with a charge equal to ¢;:

_ 1 q qi
" e <¢p2 FE—d7  JPT <z+d>2> e

which corresponds with placing an image charge at z = —d with a charge equal
to the induced charge. For z < 0 we pose:
1 i
V= a+t¢ . (C.12)
dmeg p?+ (2 —d)?
The electric field is given by —VV, so that we find:
ov ov 1 e d
_< _ o ):_( X ) @ (C.13)
0z |,_o+ 02 |,_o- 21 \xe + 2/ (p% +d2)3/

which is exactly the induced surface charge so that the first boundary condition
of is satisfied. It is easy to check that the rest of the boundary conditions
are also satisfied. This means that the potential we proposed, is the solution to
the Poisson equation for our problem.
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Details 2 particles approach

D.1 Energy Functional Positron

In the two particle description, the effect of the solid is modeled by the Coulomb
potential and the exchange and correlation potential of the solid. The Coulomb
potential as well as the electron exchange and correlation potential, we can
calculate with the DFT package Elk. For the positron, no routines are imple-
mented in the code to calculate the correlation potential. Instead, we take the
electron density as calculated by Elk and from this we can determine the cor-
relation potential for the positron. We chose to use the recent LDA functional
parametetrized by Drummond [14]. This functional is obtained from a quantum
Monte Carlo study of the homogeneous electron gas with and without a single
immersed positron. This quantity is the relaxation energy and is equal to the
electron-positron correlation energy. The functional is given in terms of the
local electron density by the form:

A,17"S_1 + A() + Al’f’s + AQBQ’I’L%

D.1
1+ Byrs + Baor? ’ (D-1)

Vxe(rp) = AQ(rs) =

where rs = 3/(4mn) is the electron density parameter and n the electron
density. The parameters are given by A_; = —0.260361, Ag = —0.261 762,
A1 = 0.00375534, Ay = —0.262005, B; = 0.113718 and By = 0.027091 2.
The functional tends to the correct low density limits but not the correct high
density limit. The latter, though, is not relevant for the problem we are dealing
with.

D.2 Hartree and cross-image potential

The potential due to the presence of the other particle in our two particle ap-
proach is determined by the Hartree potential and the cross-image potential. We
show here how we can evaluate these integrals. We only consider the Hartree
potential, since the cross-image potential is easily obtained from this result by
replacing z — 2’ by z + 2’ — 22;:

o] fe'e] 27 .y
/dgl Ql / I P(Q y % )
J K ) \/Q’Q + 02 —200cos(f —0) + (2 — 2)?

(D.2)
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Since we expect no dependence on the angle, we can put § = 0. The integral
can be rewritten to:
27

i pld, Z’) o
/ A —/ %_ 200(1 +cos(#))  (D?)

0
(@ +0)* + (¢ = 2)°
The integral over the angle can be worked out analytically. If we consecutively
put 8” =60 — m, cos(0” + ) = —cos(0”), 1 — cos(8”) = 2sin(0"/2), 0" = 6" /2,
then the integral becomes:

/2

2 /
P ——
\/ 40’0 (@ +0)*+ (¢ = 2)

1

. 2
B v e

(D.4)

where K (m) is the complete elliptic integral of the first kindﬂ If we would use
the trapezoid rule to evaluate the resulting integral, we would get a logarithmic
divergence near the origin. Instead, we use the polynomial approximation to
the elliptic integral found in [1]:

K(m) = (aO +aim; + agm% + agm:{’ + a4m‘11)
1
+ (bo + bymy + bym3 + bymi + bym?) In (m> (D.5)
1

= A(my) — B(my)In(my),
where m; =1 —m and:

ap = 138629436112, by = 0.5,

a1 = 0.096 66344259, by = 0.12498593597,
az = 0.03590092383, by = 0.068802485 76,
az = 0.03742563713, b3 = 0.033283 55346,
aq = 0.01451196212, by =0.00441787012.

The Hartree potential becomes:
/o 2 I ,)\2
/dz dg d'p(d',2) {A((Ql Q)2+(Z, 2)2)
V(e + 02+ (2 —2)2 (0" +0)?+ (2 —2)

(@ — 0+ (¢ —2)? (@ =0+ (' —2)°
-B In .
(@ + 0+ (2 —2) (@ + 0+ (2 —2)
We can evaluate the term with A with the trapezoid rule but for the the term
with B and the logarithm we will see the logarithmic divergence near the ori-

gin. Instead, we will use the ‘logarithmically weighted method’ to evaluate the
integral over ¢’ [21]. We can write this integral as:

h1+1 h;

(& — (0= h))P+ (2 — 2)°
Z / deF (& +h)n <<g'+<g+hi>>2+<z'—z>2>’ (b1

I'We used the convention where K (m) = foﬂﬂ df(1 —msin?(0))~1/2 as in the 1970 version
of Abramowitz. The new NIST Handbook of Mathematical Functions puts k2 = m.
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where h; denotes the radial coordinate of the grid points. We approximate F'
by the linear interpolation between the endpoints of each of these integrals:

Fi1—F;
F(o' +h) =F+—"¢ (D.8)
hiv1 —hi
since this allows us to rewrite the integral to:
F2 F;
Z {FC’ (0,2,2") o Di(g,z,z')] : (D.9)
— hz-i-l h;

where N is the amount of gridpoints on which we know F. The C; and D; can
be evaluated analytically:

hiy1—hg

no_ / (Ql - (Q - hi))2 + (Z/ - Z)2
o= [ am(Grg o)

0

If we write the devision in the logarithm as a difference of logarithms and subse-
quently substitute y; = o' — (0 —h;) and y2 = o'+ (0+ h;), then we get integrals
of the form:

/dyln(y2 +a?) = yIn(y* + a*®) — 2y + 2a atan (%) . (D.11)

To keep notation in check and for convenience of implementation, we introduce
the following notations:

gF=hito, =tz Plab)=l@+b?).  (D.12)

The result then becomes:

Ci(Q,Z7Z/) = Q;+1P(Qi_+1727) - Q:P(Q:,Zi) - Q;:—lp(g;':-lazi) —+ QTP(Q:'_,Zi)

- - i +
atan <Ql+l> — atan (Ql) — atan (LM) + atan (QZ>] .
z z z z

(D.13)

+2z7

For D; we can use the same substitutions as before and this gives integrals of
the form of (D.11)) as well as:

(v + a®)In(y® + a®) — ] . (D.14)

N | =

/dyyln(zf +a’) =
The result is given by:

Difo,2,7) = 5 {[(era)? + (7)) Plogs, =) — [(e7)? + (7)) Ploy, =)

— (0 1)+ (7)) Plofy, 27) + [(0f ) + (27)?] Pof,27)} — 20(his1 — hs)

atan (QiH) atan (Q’ )] }
z
+

atan <91H> atan }
z

(D.15)

—0; {9;113(@;1, z7) o Ploy,27) + 227

ror {grﬂP(g;p )= e Plat ) 420
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Time to recapitulate. We are interested in the Hartree potential which is de-
termined by the integral . By carrying out the integral over the angle
analytically and by introducing the polynomial approximation to the complete
elliptic integral of the first kind, we obtain (D.6). The term with A can be
evaluated numerically with the trapezoid rule but for the integrals over term
with B and the logarithm this does not give good results. Instead, we carry
out the integral over the radial coordinate with the logarithmically weighted

method (D.9), in which C; and D; are given by (D.13) and (D.I5)) respectively.

The resulting integral over 2z’ can then be carried out with the trapezoid rule.

D.3 Finite differences scheme

We wish to solve the two-dimensional one particle equations on a inhomogeneous
grid since this allows us to keep the amount of grid points necessary reasonable.
Indeed, we expect that the wavefunction will vary strongly near the minimum
of the potential and that it will slowly decay to zero for large o and z. We start
by integrating the Schrédinger equation:

el

Qi+ i+ ) i+
10 0 10
[ {2t (o) =3+ Ve o= [ oo [ oo
_ e 1 z;_

z
/ doo
01 Z;

We can work out these integrals approximately by assuming that the wavefunc-
tion and the potential are constant over these intervals and equal to the value
of the midpoint. The first term in the left hand side gives:

[N
[N

(D.16)

011

1 oo 92
Qi—% (D17)

Jo Il
:_i(ZjJr%_ij%) <Q 1 i+1 wz_ wlll>7

P S 8 o
a2 Oi+1 — Oi T2 0, — 0i1

where we used partial integration on the second term and used the midpoint
rule to approximate the resulting first derivative. We apply the same two steps
on the second derivative w.r.t. the z-direction to obtain:

RN K ek v ek B DS
—Z(QH%_QF%) P . (D.18)
JH+1 T Zj Zj = Zj-1
The potential term gives:
1 o
50y — ol Py — 2 Vi (D.19)

The right hand side is obtained by replacing Vij by € in this expression. To
obtain a scheme in which the resulting matrix is Hermitian, we define the step
sizes |21]:

2

02 . — 07 .
h; = %’ and B = /Zj+%—2j,%. (D.20)
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If we divide both sides of the equation by h;h’, we obtain:

I O N 11 N 1

2\ 2 hiprhi(oi — o)) TR (ha)2 (01 — o) T2 (ha)?(0i — 0i1)
. hi_thigd_, 1 hhitiyitt hihi ]

Y - = - - — -
U= hahi1 (s — 0i1) 2 \ W I (zj01 — 25)  (W9)2 (241 — 25)
hihiap! hihd =1 =1 o o

—— C + —— L + V;-jhih] f =eh;W i

(h7)*(zj — zj—1) ~ hIhI=(zj — zj-1) v v

(D.21)

We made sure that the h come in combinations with the same indices as the 1,
such that we can search for the auxiliary function ¢} = h;h/1)] by solving the
resulting matrix equation. To make implementation less confusing, we multiply
the indices by two so we get rid of the half-index notations. We then provide a
potential defined on the even numbered indices and obtain the auxiliary function
on the even indices by solving the matrix equation. On the main diagonal we
have:

1

25 27
2i 2i
5 | 02 + 02—
2 ( 2 (hoi)2(02ive — 02i) o ' (hai)? (02 — .921‘2))
_ _ (D.22)
1 5 5 2j 2
+ 2 - : + =5 ! + Vs ¢35
2 \ (h27)%(22j42 — 225)  (h?7)%(22; — 22j-2) e
On the off-diagonal for ¢ we have:
) 27 ) 27
Q241 Pait2 and - 22—l 2i—2 (D.23)
2 hoivohai(02i42 — 02:) 2 hgihoi—2(02i — 02i—2)
and on the off-diagonal for z:
1 2j+2 1 2j—2
21 and 21 . (D24)

75 h2j+2h2j(22j+2 — 2’2]‘) B 5 h2jh2j_2(22j — Zgj_g)

That the resulting matrix equation is hermitian can be checked by putting j =
in the left expression and j = [+ 1 in the right expression, which obviously give
the same result.
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