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Summary

This thesis is devoted to the application of the convergent close-coupling method
to the study of energy-loss processes in ion-atom collisions. The method is
applied to the calculation of the stopping cross section, which is directly related

to the stopping power, for various atomic and molecular targets.

To start with, the single-centre convergent close-coupling method is applied
to the calculation of stopping cross sections in antiproton collisions with hydro-
gen, helium, neon, argon, krypton, and xenon. The scattering wave function
is expanded in a basis of target pseudostates that are constructed from the
orthonormal Laguere functions. The semiclassical impact-parameter approxi-
mation is used to derive a set of coupled-channel differential equations for the
expansion coefficients, which is solved with the condition that the target is ini-
tially in the ground state. For the helium target a multiconfiguration approach
is used, which fully accounts for the electron-electron correlation. Double-
ionisation and ionisation-with-excitation processes are taken into account using
an independent-event model. The wave functions for the Ne, Ar, Kr, and Xe
atoms are described in a model of six p-shell electrons above a frozen Hartree-

Fock core with only one-electron excitations from the outer p shell allowed.

The single-centre convergent close-coupling method is also applied to the
calculation of stopping cross sections in antiproton collisions with the hydrogen

and water molecules. The Hy target is described using a two-centre molecular

viil



structure model, which fully accounts for the electron-electron correlation. An
analytic orientation-averaging technique is used to account for all possible ori-
entations of the target molecule. Double-ionisation and dissociative-ionisation
processes are included via an independent-event model. Energy loss through vi-
brational excitations is also taken into account. For Hy,O, a multi-centre problem
is reduced to a central one by describing the water molecule as a pseudo-spherical

neon-like atom.

The stopping cross section for protons passing through hydrogen is also
calculated. Both the positive and neutral charge-states of the projectile are ac-
counted for. The two-centre convergent close-coupling method is used to model
proton collisions with hydrogen. In this approach electron-capture channels are
explicitly included by expanding the scattering wave function in a basis of both
target and projectile pseudostates. The standard two-centre coupled-channel
scattering equations are derived without the introduction of electron translation
factors. To model hydrogen collisions with hydrogen, the single-centre conver-
gent close-coupling approach is used for the calculation of one-electron processes,
while two-electron processes are calculated using the Born approximation. The
aforementioned approaches are also applied to the calculation of the charge-state
fractions. These are then used to combine the proton-hydrogen and hydrogen-
hydrogen stopping cross sections to yield the total stopping cross section for

protons passing through hydrogen.

Main results

e The convergent close-coupling method has been applied to the calculation

of stopping cross sections for the first time.

X



Results for the antiproton-hydrogen stopping cross section are found to be

in good agreement with existing theories, validating our approach.

Calculations for the antiproton-helium stopping cross section are the first
to fully account for the electron-electron correlation in the target struc-
ture. The results improve upon previous calculations that use hydrogen-

like models which don’t take into account electron correlation effects.

Results for antiproton stopping in the noble gasses neon, argon, krypton,

and xeon are the first for these targets.

An accurate molecular structure model has been used in the calculation of
the antiproton-Hy stopping cross section for the first time. A significant
reduction in the stopping cross section is seen in the low to intermediate
energy region compared to previous theories that use an atomic model for

the hydrogen molecule.

The use of an analytic orientation-averaging technique for the Hy molecule
has resulted in an improved stopping cross section compared to the often-
used technique of averaging over three perpendicular orientations. Also,
it was found that energy losses due to vibrational excitation make only a

small contribution to the stopping cross section at low energies.

Comparison of antiproton-H and antiproton-Hy stopping cross sections
demonstrate that Bragg’s additivity rule is not satisfied at low and inter-
mediate incident energies. There is also slight deviation from the rule in

the high-energy region.

Calculation of the stopping cross section for antiproton collisions with the

water molecule are the first for this system.



e For the first time, a two-centre coupled-channel approach, which accurately
models electron-capture processes, has been used to calculate the proton-
hydrogen stopping cross section over a wide energy range. The results
demonstrate that single-centre approaches do not give the correct stopping

cross section in the low to intermediate energy region.

e The two-centre coupled-channel equations are derived without the intro-

duction of electron translation factors.

e The Barkas effect is demonstrated based on calculations for the antiproton-

hydrogen and proton-hydrogen stopping cross sections.

e The convergent close-coupling method has been extended to model the col-
lision of two hydrogen atoms for the first time. The results demonstrate
that the coupling between channels significantly increases the stopping
cross section associated with one-electron processes at low and intermedi-

ate incident energies in comparison to a perturbative theory.

e Two-electron processes are shown to make a significant contribution to
the hydrogen-hydrogen stopping cross section in the intermediate to high

energy region.

e Experimental data for the proton-atomic hydrogen stopping cross section
is deduced by scaling proton-molecular hydrogen data using the ratio be-
tween the proton-H and proton-Hs total ionisation cross sections. The

present calculations are in excellent agreement with this data.

The thesis is organised in the following way:

The motivation behind this work and a brief overview of existing theories
are discussed in Chapter 1. The theory of the single-centre convergent close-

coupling method and its application to stopping cross section calculations in

X1



ion-atom collisions are detailed in Chapter 2. In Chapter 3 results for antiproton
stopping in hydrogen, helium, neon, argon, krypton, and xenon are presented.
The theory and results of antiproton stopping cross section calculations for the
hydrogen and water molecules are presented in Chapters 4 and 5, respectively.
The two-centre convergent close-coupling approach to calculating the proton-
hydrogen stopping cross section is described in Chapter 6. In Chapter 7 the
theory for modelling hydrogen collisions with hydrogen is detailed. Results of
stopping cross section calculations for protons passing through hydrogen are
presented in Chapter 8. In Chapter 9 conclusions from the present study are

drawn and future directions of this work are discussed.
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Chapter 1

Introduction

The study of ion-atom collisions has led to some of the most significant dis-
coveries in physics that have revolutionised our understanding of not only our
world, but the entire universe. The first of these discoveries was made in 1911
by Ernest Rutherford [1], who, via the study of alpha particles colliding with
a gold foil established the nuclear model of the atom. This discovery, along
with many others that have followed, have either directly or indirectly led to the

development of technologies that currently underpin our day-to-day life.

The stopping power of matter is one of the most fundamental concepts in
the field of ion-atom collisions. Essentially, the stopping power is the kinetic-
energy loss of an ion travelling through a medium of atoms. Although the notion
of stopping power is simple, theoretical calculations of the quantity can be ex-
tremely challenging. This thesis is devoted to the extension of the convergent
close-coupling method to the study of energy-loss processes in ion-atom colli-
sions. Before we dive into the details of the aforementioned method, a brief
discussion of the importance of stopping power calculations is necessary to set

the scene.
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1.1 Importance of stopping power calculations

Any application of ion transport through matter is dependent on knowledge of
energy losses during ion-atom collisions. This means stopping power data is of
fundamental importance in a great number of fields including astrophysics, radi-
ation protection, fusion research, materials analysis, space exploration, medical
physics, etc. [2] For example, NASA uses stopping power data in the develop-
ment of radiation shielding technology that protects astronauts from the highly
energetic ions penetrating space as a result of solar winds and solar flares [3].
Another example is the use of stopping power data in the development of effec-
tive cancer treatment techniques, specifically, hadron therapy [4]. In fact, the
work presented in this thesis is the beginning of a larger project that aims to
provide accurate data on the stopping power of biologically relevant molecules
for use in hadron therapy. Therefore, below we provide a short summary of
hadron therapy and discuss the importance of stopping power calculations in

this type of radiation therapy.

In 1904 William Henry Bragg [5] discovered that the energy loss by heavy
ions travelling through matter tremendously increases and reaches its maximum
(known as a Bragg peak) immediately before the ions come to rest. In fact, it
was this fundamental discovery that in 1946 allowed Robert R. Wilson [6] to
first propose the use of heavy ions as a potential radiation therapy tool for the
treatment of cancer. Fast forward to 2018 and hadron therapy has developed

into a cutting-edge cancer treatment technique.

Although X-rays are traditionally used when it comes to radiation therapy,
heavy charged particles offer significant benefits over photons due to the exis-
tence of the aforementioned Bragg peak. Namely, heavy ions deposit most of

their energy in a very small region, whereas the energy deposited by X-rays
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Figure 1.1: Radiation dose rates for X-rays, protons and carbon ions passing
through matter. The doses are normalised to 1 at entry. Figure is taken from
Ref. [7].

peaks near the entrance point and then linearly decays. This is illustrated in
Figure 1.1, which shows the difference in radiation dose from X-rays, protons,
and carbon ions as a function of penetration depth. It can be seen that for
protons and carbon ions the radiation dose is relatively small at the beginning
of their pathways before dramatically increasing at the end. As a result, when
using hadrons for radiation therapy purposes, if the Bragg peak is aligned with
the site of the tumour a significant dose of radiation can be delivered to the
cancerous cells, while minimising damage to the surrounding healthy tissue. On
the other hand, X-rays deliver a maximum dose of radiation to healthy cells at
the surface, with only a small fraction of the overall dose reaching the tumour.
There is also a significant exit dose in X-ray therapy, as illustrated in Figure 1.2,

which compares proton therapy to conventional X-ray therapy.

Treatment planning for hadron therapy relies on Monte Carlo simulations
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Figure 1.2: Benefits of proton therapy. Figure is taken from Ref. [8].

of ion beam passage through biological matter, which can be done with codes
such as Geant4 [9-11], FLUKA [12, 13], and SHIELD-HIT12A [14, 15]. The
precision of these simulations is paramount in ensuring the dose of radiation
is delivered accurately. However, the limiting factor in the accuracy of these
Monte Carlo codes is the underlying physics (stopping powers) that drive the
simulations. Therefore, the theoretical models on which these codes are based
need to be of sufficient accuracy to ensure the reliability of their output. That
is, the success of hadron therapy for the treatment of cancer relies heavily on

the accuracy of stopping power data.

What’s more, a significant part of the present work focuses on stopping
power calculations involving antiprotons, therefore, their application to radiation
therapy will also be discussed. Although it is well known that hadrons, like
protons and carbon ions, provide a significant benefit over photons when used
for radiation therapy purposes, in terms of antiprotons the picture is not yet
complete. Antiprotons were first proposed as a potential radiation therapy tool
in 1984 by Gray and Kalogeropoulos [16] based on Monte Carlo simulations that

showed an enhancement of the physical dose in the Bragg-peak region. As with
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other hadrons, antiprotons deposit most of their kinetic energy before coming
to rest. Additionally, as they come to rest they annihilate producing m-mesons.
These m-mesons will in turn be absorbed by the nucleus on which the antiprotons
annihilate resulting in the emission of nuclear fragments with high linear energy
transfer (LET). These high-LET secondary particles cause an enhancement of
the physical dose and relative biological effectiveness. However, the contribution

to the background dose from secondary neutrons must also be considered.

The ACE collaboration has been conducting experiments using the AD fa-
cility at CERN to fully assess the effectiveness of antiprotons for use in radiation
therapy. They have shown that the peak to plateau dose ratio for antiprotons
is two-fold higher than for protons [17, 18]. Additionally, due to the limited
capabilities of the experiment further investigation is carried out using Monte
Carlo codes, such as those mentioned above. Again, these codes rely on accurate

antiproton stopping power calculations.

1.2 Overview of existing theories

Now a brief description of existing theoretical approaches to calculating the
stopping power in ion-atom collisions will be given. They will be separated into
perturbative and non-perturbative methods. Also, we will focus on methods

that have been applied to the systems considered in this work.

1.2.1 Perturbative methods

Bethe theory

The first quantum-mechanical formulation of energy loss per unit path length, or

stopping power, was developed by Bethe [19]. He applied the dipole approxima-
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tion and showed that the stopping power for heavy projectiles travelling through

matter at non-relativistic velocity v is given by

(1.1)

dE N dmkiet Z2 72 o (277;1}2> |

Cde ® mev?
where N, is the number of target atoms per unit volume, k. is the Coulomb
constant, e is the elementary charge, m. is the electron mass, Zr is the atomic
number of the target, Zp is the charge of the incident particle in units of e, and F
is the mean excitation energy of the target. However, due to the approximations
made by Bethe the above formula is applicable only at sufficiently high projectile
velocities, as the dipole approximation is a further simplification of the first
Born approximation' (FBA). Additionally, when the Bethe theory is applied to
molecules Bragg’s additivity rule [20] is usually used. According to this rule
the stopping power of a molecule is simply the sum of stopping powers for
its constituent atoms. A benefit of Bethe’s theory is that it provides a single
stopping power formula that is applicable to any atomic target as long as F is
known. For this reason a tremendous amount of work has gone into improving
the accuracy of the Bethe formula via the introduction of correction factors such

as the Bloch [21], Barkas [22], and shell [23] corrections.
Born approximation

The FBA was first applied to the calculation of stopping powers by Dalgarno and
Griffing [24]. In this work the cross sections calculated by Bates and Dalgarno
[25, 26] and Bates and Griffing [27-29] were used. The Born approximation is
a perturbative approach, which neglects the coupling between channels. It is
based on the assumption that the scattering wave function can be expanded in

a rapidly convergent series. The initial-state wave function is the product of the

!Hereafter, the first Born approximation may simply be referred to as the Born approxi-
mation.
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target ground-state wave function and a plane wave describing the projectile.
While the final-state wave function is the product of a plane wave describing
the projectile and any bound or continuum target wave function. The Born ap-
proximation is justifiable only when the scattering potential is small compared
to the incident energy, i.e. it is applicable only at high energies. It also fails in
the study of charge effects, as calculations involving projectiles with the same
mass but opposite charge yield the same result. On the other hand, an ad-
vantageous aspect of the Born approximation is that the scattering amplitude
can be determined completely analytically for hydrogen-like atoms, which makes

calculations relatively simple.

Continuum-distorted-wave eikonal-initial-state approach

The continuum-distorted-wave eikonal-initial-state (CDW-EIS) method [30, 31]
is another perturbative approach applicable at sufficiently high energies. How-
ever, unlike the Born approximation it takes into account the distortion of the
wave function due to the infinite range of the Coulomb potential. These dis-
tortions are accounted for with the introduction of a multiplicative factor. In
the initial channel this is achieved via the eikonal approximation and in the
final channel by the continuum distorted-wave approximation. The CDW-EIS
approach has been applied to the calculation of stopping powers by Fainstein

et al. [32].

1.2.2 Non-perturbative methods

Electron-nuclear dynamics approach

The electron-nuclear dynamics (END) method [33] has been applied to the cal-

culation of stopping powers by Cabrera-Trujillo et al. [34-37]. This approach



Introduction 8

is non-perturbative and based on the application of the time-dependent vari-
ational principle to the Schrédinger equation. The wave function is described
in a coherent-state representation, which results in a set of coupled first-order
differential equations for the time evolution of the parameters representing the

wave function.

Coupled-channel approach

The most sophisticated and accurate technique for calculating the stopping
power is the coupled-channel approach, sometimes referred to as the close-
coupling approach. In this method the scattering wave function is expanded
in terms of a set of target states (or target and projectile states in the case of a
two-centre approach) and after substitution into the Schrodinger equation a set
of coupled equations for the expansion coefficients is obtained. The solution of
these coupled equations provides all information about the scattering process.
However, a sufficient number of target states must be used in the expansion of
the scattering wave function to ensure the accuracy of calculations. The diffi-
culty associated with the coupled-channel approach is two-fold: (i) the approach
requires significant computational resources due to a large number of basis states
required, which leads to a large set of coupled equations that need to be solved,
and (ii) the treatment of the continuum via a suitable discretisation as the use
of true-continuum functions is not possible within the coupled-channel method.
Coupled-channel approaches to ion-atom collisions have a long history [38], how-

ever, they have rarely been applied to the calculation of stopping powers.

To fill this gap Schiwietz [39] developed a coupled-channel atomic-orbital
method and applied it to the calculation of stopping powers. In this method
eigenstates were used for the bound target states, while wave-packets were used

for the continuum target states. The wave-packet approach involves discretising
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the continuum into a number of energy intervals, then for each interval a con-
tinuum wave packet is constructed via integration of the true-continuum wave
functions over this region. These states decay to zero at large distances. This
coupled-channel approach was further refined and applied to the calculation of
stopping powers by Schiwietz and Grande [40], Grande and Schiwietz [41-43],
and Schiwietz et al. [44, 45].

Lithr and Saenz [46-49] also developed a coupled-channel approach, which
was then applied to the calculation of stopping powers [50]. In their approach the
pseudostates are constructed from a basis of B-spline functions that diagonalise
the target Hamiltonian. The approach is based on box discretisation and, hence,

selects states that possess a node at the box boundary.

Lastly, the convergent close-coupling method has recently been applied to
the calculation of stopping powers [51-54]. These works form a large part of
this thesis and will be described in detail in the appropriate chapters. In the
following section we first give a brief history and description of the convergent

close-coupling method.

1.3 Convergent close-coupling method

The convergent close-coupling (CCC) method was first developed for the prob-
lem of electron-hydrogen scattering by Bray and Stelbovics [55, 56] as a way
of solving the momentum-space Lippmann-Schwinger equation without any ap-
proximation. The power behind the approach is the fact that target states are
constructed from a basis of orthonormal Laguerre functions. This allows for the
modelling of the whole spectrum of the target, both bound and continuum. The
term “convergent” refers to the fact that an increasing number of basis functions

was used until the solution converged to the final result. Calculations for this
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system were in excellent agreement with most, but not all, experimental mea-
surements. However, when Bray [57] applied the theory to electron collisions
with the hydrogen-like target of sodium excellent agreement with all experimen-
tal measurements was obtained. Later, when the electron-hydrogen experiments
that were in disagreement were repeated, it was found that there were problems

with the initial measurements and the new experiments were in agreement with

the CCC theory.

Due to its success in describing electron collisions with hydrogen and hydro-
gen-like targets the CCC method would continue to be developed for application
to light-projectile scattering. It was extended to two-electron targets by Fursa
and Bray [58] and applied to electron collisions with helium. At this point in time
the CCC method was a purely single-centre approach and, therefore, its applica-
tion to systems that included electron-capture processes was limited. However,
the next advancement would come from Kadyrov and Bray [59] with the devel-
opment of the two-centre CCC approach to position-hydrogen scattering. This
allowed for the accurate calculation of positronium formation in positron colli-
sions with various atomic and molecular targets [60] and has also been applied

to antihydrogen formation in collisions of antiprotons with positronium [61].

In more recent times the ideas behind the CCC method have been applied
to the field of ion-atom collisions with great success. First, it was applied to the
calculation of scattering cross sections in antiproton-hydrogen collisions by Ab-
durakhmanov et al. [62, 63]. Further work in this field proceeded and resulted in
calculations for antiproton scattering on helium [64], molecular hydrogen [65, 66],
and noble gasses and HyO [67]. Antiproton projectiles were initially chosen as
the entry point into the field of ion-atom collision physics as calculations are sim-
pler than those involving protons due to the lack of electron-capture processes.

However, very recently a two-centre CCC approach to ion-atom collisions, which
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accurately models electron capture, has been developed and applied to proton-
hydrogen scattering [68—-70]. Additionally, some CCC calculations focusing on
differential cross sections for antiproton [71, 72] and proton [73] scattering have
used wave packets instead of Laguerre-based pseudostates in the expansion of the
scattering wave function. This is because wave-packets allow for better control

over the distribution of the continuum states.

The CCC method has recently been applied to the calculation of stopping
powers for the first time, and this work is the subject of the present thesis. In
Chapter 2 we detail the theory behind the single-centre CCC approach to ion-
atom collisions and its application to stopping power calculations. Specifically,
the approach is applied to the calculation of antiproton stopping in hydrogen,
helium, neon, argon, krypton, and xenon. Then in Chapter 3 the results of these
calculations are presented and discussed alongside existing theories and exper-
iments. In Chapters 4 and 5 we present the theory and results, respectively,
for the calculation of antiproton stopping in molecules, the latter being Hy and
H50. Next, we shift our attention to calculating the stopping power of hydro-
gen for protons. This requires the modelling proton-hydrogen and hydrogen-
hydrogen collisions. To model proton-hydrogen collisions we use the two-centre
CCC approach, which is detailed in Chapter 6. Following this, in Chapter 7
our approach to modelling hydrogen collisions with hydrogen is described. In
Chapter 8 we present and discuss the results of our stopping power calculations
for protons passing through hydrogen alongside other theories and experiments.

Conclusions are drawn in Chapter 9.

Atomic units are used throughout unless stated otherwise.



Chapter 2

Single-centre coupled-channel
approach to ion-atom collisions

2.1 Introduction

In this chapter we will present details of our single-centre approach to modelling
the collisions of ions with atoms for the purpose of calculating the stopping
power. We will use the semiclassical approximation in deriving a set of coupled-
channel differential equations, whose solutions give the probability of a scat-
tering event occurring. As such, the method is referred to as the single-centre
semiclassical convergent close-coupling approach, or single-centre CCC. Since it
is a single-centre method it does not explicitly include electron-capture chan-
nels. This is an issue when considering collisions involving positive ions where
electron-capture channels dominate at low incident energies (approximately less
than 50 keV/amu). For collisions requiring explicit charge-transfer channels we
use a two-centre approach (see Chapter 6). Therefore the single-centre approach
will primarily be used to model antiproton collision with atoms, specifically hy-
drogen, helium, and the noble gasses neon, argon, krypton, and xenon at energies

where the probability of protonium formation is negligible.

12
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As stated we will be using the semiclassical approximation meaning the pro-
jectile is treated classically while the target electrons are treated fully quantum-
mechanically. The semiclassical approximation has been shown to be equivalent

to the exact quantum theory if the following conditions are met [74]:

1) The initial and final projectile-target relative momenta are approximately
equal, i.e k; ~ kg, and k?/2p > AE, where AE is the energy lost during

the collision and p is the reduced mass of the system,
2) The scattering is confined to small angles, i.e arccos(lAci-lAcf) < 1,

3) The de Broglie wavelength of the relative motion A = h/k; is small com-

pared with atomic dimensions.

All calculations in this thesis are performed at energies where the semiclassical

approximation is valid.

The coordinate system that will be used is illustrated in Figure 2.1. The
target nucleus (T) is at the origin and the projectile (P) is assumed to be moving
with constant velocity v along a straight line toward the target at an impact
parameter b. The position of the projectile with respect to the target nucleus is
then given by

R(t) = b+ vt, (2.1)

where t is time and ¢ = 0 corresponds to the distance of closest approach. The
velocity of the projectile is taken to be along the z-axis and the impact parameter
is taken to be along the x-axis. The position of the projectile along the z-axis

is hence z = vt.

In what follows we will be considering the collisions of antiprotons with

target atoms of atomic number Zr. For positive ions the appropriate changes
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Figure 2.1: Coordinates used for the collision of a projectile ion (P) with a target
atom. The target nucleus (T) is at the origin, with the projectile’s velocity
directed along the z-axis. The position of P relative to the centre-of-mass of the
target atom is given by o, while r is the position of the target electron.

to the potentials must be made. First we will formulate the coupled-channel
equations whose solution describes the scattering event. Then details of target
structure calculations for hydrogen, helium, neon, argon, krypton, and xenon
will be given. Lastly we will discuss the calculation of the stopping power in the

semiclassical coupled-channel formalism.

2.2 Formulation of scattering equations

In this section, starting from Schrodinger’s equation, we formulate a set of
coupled-channel differential equations that describe our scattering system. The
standard approach widely used in the literature starts from the approximate

time-dependent Schrodinger equation for the electronic part of the scattering
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wave function. This time-dependent Schrédinger equation follows from the full
Schrodinger equation when the semi-classical approximation is used. However,
we will present a different derivation that starts from the full time-independent
Schrodinger equation and employ a general expansion of the total scattering
wave function. The reason for this is to be consistent with our formalism in
Chapter 6, where we derive a set of two-centre coupled-channel equations using
an expansion of the scattering wave function that does not rely on the intro-
duction of the so-called “electron translation factors” commonly used in the

literature (see Chapter 6 for details).

The nonrelativistic time-independent Schrodinger equation for the total scat-
tering wave function W is

HY(r,o) = EY(r,0), (2.2)

where o is the position vector of the antiproton relative to the centre-of-mass
of the target atom, 7 collectively denotes the position vectors of all N, target
electrons (r = {ry,....,7n.}), E is the total energy of the system, and H is the
full three-body Hamiltonian

1
H=—-—V2+V + Hr. (2.3)
2

Here V' is the projectile-target interaction

Zr o1
Vet 2.4
R ZIR—m] (2:4)

and Hr is the target Hamiltonian

Ne [ Zr
_ 2 T
HT - Z <_§V"'i - 7,_2 + Z ’fri — T‘jl) . (25)

i=1 j>i
The total scattering wave function is expanded in terms of a complete set

of N target pseudostates 1, according to

U(r,o) = Au(o)ha(r)e7, (2.6)
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where a denotes a target electronic state, k. is the projectile-target relative
momentum in channel o, and A, are the expansion coefficients that contain all
information about the scattering process. Hence the total energy of the system
is

E= k—i +€ (2.7)

2 '

where €, is the energy of the state a and p is the reduced mass of the projectile-
target system. Pseudostates are square-integrable functions that approximate
the true eigenstates of a particular target, both bound and continuum. Details

of pseudostates for each target considered are given in Section 2.3. In general

they are constructed to satisfy the conditions

<77Z)o¢’|¢a> - 504’0(’ (28)

and

<77Z)Oé’|HT|1/}Oc> - ea(soc’a' (29)

Substituting our expression for the total scattering wave function (2.6) into

the Schrodinger equation (2.2) yields

-3 i@(a)%(r)vze““a” > L) (Vo) (T Aufer)
+ Y (Hr + V) Aa(0)ia(r)e? = EZA eikae (2.10)

In order to obtain Eq. (2.10) we take into account that V? = V-V and write

V2 (Au(0)e™ ) =Ay(o)VEie® + e 7V2 A, (o)
+ (Voe™ ) (Vo da(a)). (2.11)

Then we use the semiclassical approximation by neglecting the term containing

VZ A, (o) assuming that the expansion coefficients A, vary slowly with o. This
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is indeed the case since

V2A,(0) < Viekeo, (2.12)
The action of the gradient and Laplacian operators on the plane wave results in

Vgetkeo = ik, e (2.13)
and

Viekeo = _|2etkae, (2.14)

Therefore, Eq. (2.10) becomes
2 . L1y,
ZQM (o ur >w—zZu 0 (0T Aa(0)) Valr)
a=1

N
Z (Hp + V) Ag(0)tho (1) 6o = EZA Jeikae (2.15)

Now, to relate the motion of the nuclei to time we replace V, with the time

derivative using
1

and considering Eq. (2.7) we arrive at

@ZdA( o) Yo (r)eT ZA J(Hr +V = ea)ta(r)eo.  (2.17)

a=1
Multiplying Eq. (2.17) on the left by ¥7*,(r)e"*«""“ and integrating over r we
obtain

ZZdA( ) (sl i 7= A(0) (Y| Hy + V = eaftpa)e o ke

a=1

(2.18)

At this point we need to look at the term in the exponential factors that
contains the momentum transfer vector q = k, — k.. First we make the ap-

proximation o ~ R, that is

(ko — ko) o~ (ky,—ky)R=qz+q.-b, (2.19)
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where ¢ and ¢, are the components of momentum transfer parallel and per-
pendicular to the z-axis, respectively. Furthermore we can express g (see Ap-

pendix A for details) as

q = (€ — €a)/v (2.20)
and write Eq. (2.18) as
N
S dA,(t,b) e -
ig-b a\" , i(e,r—€a)t
et g Werlvale
N
=N " Ao (t,b) (Vo[ Hr + V = €qtha) e 5", (2.21)
a=1

Finally, taking into account Eqgs. (2.8) and (2.9) we arrive at the final set of

coupled-channel differential equations

dAo/(tab) o al i(e,r—€a)t. r__
LR S AV R o 1N 222

Equation (2.22) is solved with the initial condition A, (t = —o00,b) = du;,
where ¢ corresponds to the initial state of the target. For all calculations pre-
sented in this thesis we take ¢ = 1, i.e. the target is initially in the ground state.

The angular dependence of A, on b can be factored out according to
Ay (t, b) = e'mar=me)®s A (¢ D). (2.23)
The probability for transition into some final state f is then
ps(b) = |Af(t = +o0,b) %, (2.24)

where Af(t = +00,b) is the probability amplitude. We solve Eq. (2.22) within
the region [—Zzmax, Zmax] using the standard Runge-Kutta method. Parameter

Zmax 18 increased to give convergent results.
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2.3 Details of target structure calculations

In this section we present the details of how target pseudostates 1, are con-
structed for hydrogen, helium, and noble gasses neon, argon, krypton, and

Xenon.

2.3.1 Structure of hydrogen

For target structure calculations of atomic hydrogen we follow the ideas of Bray

and Stelbovics [55]. The target pseudostates 1, in Eq. (2.6) are written as

Vo = Ynim(T) = Gni(1)Yim (7), (2.25)

where

G (7 Z Blu(r (2.26)

and n, [, and m are the principal, orbltal, and magnetic quantum numbers of

target electronic state o, and N; is the number of basis functions for a given [.

In Eq. (2.26), &, is a complete set of basis functions that we choose to be

the orthonormal Laguerre functions

Eulr) = <M) e e IR0, (227
(2l + 1+ k)!

where Lilff()\lr) are the associated Laguerre polynomials and )\; is an exponen-
tial fall-off parameter. Typically we choose \; to give the most accurate ground
state of the target with a minimum number of basis functions. Choice of \; does
not affect the final result, however it does affect the speed of convergence. Spe-
cific values of \; will be given in Chapter 3. Also, the expansion coefficients B!,
are found by diagonalisation of the target Hamiltonian in the Laguerre basis. In

other words, the states ¢, satisty (o/|Hr|?a) = €adara and (o |a) = dara-
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Figure 2.2: Energy levels of atomic hydrogen obtained from a Laguerre basis
with Ny functions for [ = 0. Also shown is a part of the true spectrum of the
hydrogen atom, which corresponds to a Laguerre basis with Ny = oo functions.

An important feature of the CCC approach is the choice of the basis as a
set of orthogonal Laguerre functions. This choice of basis allows us to model the
whole spectrum of the target atom. As the size of the one-electron basis increases
the low-lying states will converge to the bound states of the target, while the
remaining (pseudo) states will provide an effective representation of the high-
lying bound states of the target atom and an increasingly dense square-integrable

representation of the target continuum. This is illustrated in Figure 2.2, where
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the pseudostate energies obtained from a Laguere basis with Ny functions for
[ = 0 is plotted against the eigenenergies of the hydrogen atom. Higher orbital

angular momentum states are distributed similarly.

2.3.2 Structure of helium

For target structure calculations of helium we use the configuration-interaction
(CI) approach of Fursa and Bray [58]. Generating pseudostates for the two-
electron helium atom is much more complicated than for atomic hydrogen. Here
we state the main ideas and formulae in order to facilitate calculations of the

transition matrix elements.

Within a nonrelativistic formulation the target orbital angular momentum [,
spin s, and parity 7 are conserved quantum numbers. Therefore it is convenient
to use the L-S coupling scheme. For each target symmetry a = {l,s,7} the

target states are obtained via the configuration-interaction expansion

N
D1, 22) = > BRdp™ (a1, 72), (2.28)

k=1
where x denotes spatial and spin coordinates. Each configuration éfj” is sim-
ply an antisymmetrised two-electron function that is built by orbital angular

momentum and spin coupling of one-electron orbitals ¢, (z) given by

Blom) = %u — Po)lga(r), golra) : Lsm), (2.29)

where Py, is the permutation operator. Also, the CI coefficients B} are obtained

by diagonalisation of the target Hamiltonian in the basis of configurations { (ff”}.

The one electron orbitals in Eq. (2.29) are the product of a radial function,

spherical harmonic, and spin function, that is

Pa(r) = ¢a(r)Yium, (F)x(0). (2.30)
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Again we choose the radial functions in the form of the orthogonal Laguerre

functions &, (2.27), such that

6ulr) = 601, 1), (2:31)

Therefore, we can write the two-electron functions as

[al1), po(2)  LsT) = Ga(11)(72) {Viu (1) @ V3, (Po) }, n, X(s), (2:32)
where X (s) is a two-electron spin function and the bipolar harmonics are defined
through the spherical harmonics Y}, as

{3 (P1) ® Y3, (P2) Y1 = D Cllmetymy Yiama (1) Vi, (72)- (2.33)

Mamy

During the collision the total electronic spin of the helium atom is always
conserved. Therefore, only the spatial part of the target wave function v, needs
to be considered. Additionally, since we only consider scattering on the ground
state (s = 0) only states with s = 0 can be excited. The spatial part of the
target wave function is given by

Ya(r1,m2) = Y Byda(r)és(ra) {Yi, (71) @ Y5, (P2)}, s (2.34)
a,b
where, to ensure antisymmetry of the two-electron target states, the CI coeffi-

cients satisfy the symmetry property
B2, = (—1)lthlapy | (2.35)

As only one electron can be excited, we may use the hydrogenic notation nim to
label the quantum state a. Equation (2.34) defines our pseudostates that will

be used in the evaluation of transition matrix elements.

Limiting the set of two-electron configurations to those where one of the

electrons only occupies the He™ (1s) orbital is referred to as a frozen-core model of
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helium. Excited states of helium are well described within the frozen-core model.
However, the ground state benefits from a more accurate description, which can
be readily achieved by allowing for a more general choice of the configurations.
When several inner orbitals are allowed we have a multiconfiguration description.
We emphasise here that both frozen-core and multiconfiguration descriptions of
the target explicitly account for the electron correlation effects. The number of

inner-electron orbitals included in Eq. (2.34) will be discussed in Chapter 3.

2.3.3 Structure of noble gasses

For target structure calculations of the noble gasses neon, argon, krypton, and
xeon we use the approach of Fursa and Bray [75]. The method is very similar to
that of helium. Here we state the main ideas and formulae in order to facilitate

calculations of the transition matrix elements.

For noble gases, it is not practical to include all target electrons and so we
adopt a model of six p electrons above an inert Hartree-Fock core. Excited states
of noble gases are obtained by allowing one-electron excitations from the outer
p-shell. Therefore, with N, = 6 and the remaining electrons treated as an inert

core the target Hamiltonian becomes
Ne Ne 1
Hy = H; + —_— 2.36
T ; ( % Z ”l"' — rjl) ) ( )
where H; is Hamiltonian of the inert-core+one electron system, discussed further

below.

This structure model is implemented in a number of steps, in what follows
we will use neon for example. First, we perform self-consistent Hartree-Fock
calculations for the Ne™ ion and obtain a set of orbitals: 1s,2s,2p. We will refer

to 1s and 2s orbitals as inert core orbitals and to the 2p orbital as the frozen-
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core orbital. Next, using a set of Laguerre functions &, (2.27) we diagonalise

the Hamiltonian of the Ne®" ion H;, which in our model is given by
1
Hy = 5 V3, + Vi, (2.37)

where VY is a non-local Hartree-Fock potential that is constructed using inert

core orbitals ¢, (1s and 2s for Ne) according to

Vel = et + X ( / a2 ) e
- Z/d ’%’T/ PlrE(r) oy (2.38)

The result is a set of one-electron functions {¢,} that satisfy

(oo Hila) = €abpa (2.39)

where ¢, is the one-electron energy.

The 2p orbital in the {¢,} basis differs substantially from the Hartree-Fock
2p orbital. In order to build a one-electron basis suitable for the description
of a neutral Ne atom we replace the former orbital with the Hartree-Fock one.
The basis is then orthogonalised by the Gram-Schmidt procedure. The resulting

orthonormal basis is denoted as {¢,} and satisfies

(Do Hilpa) = €p,a- (2.40)

The coefficients e, , can be trivially obtained from the one-electron energies ¢,

and overlap coefficients between the Hartree-Fock 2p orbital and the {¢,} basis.
The target states {®,} of Ne are then described via the CI expansion
Do =Y Co D, (2.41)

The set of configurations {&)a} is built by angular momentum coupling of the
wave function of 2p° electrons and one-electron functions from the {¢,} ba-

sis. We will refer to the former wave function as the frozen-core wave function
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Ye(1371), and to the latter one as the active electron wave function. The frozen-
core wave function has angular momentum [y = 1 and spin 1/2, and when
coupled with the active electron wave function ¢, leads to configurations with
spin s = 0,1, orbital angular momentum [ (|l, — lo| <1 < I, + ly), and parity
7= (—1)lta

1D,) = A [0 (I3, ¢, : Is). (2.42)

The antisymmetrisation operator A is given by

) Ne-1
VoA (1 - ZZ1 Pi%) ; (2.43)

where P;; is a permutation operator.

A=

The coefficients C'¢ in the CI expansion (2.41) are obtained by diagonalisa-
tion of the target Hamiltonian (2.36) in the basis of configurations (2.42). The
target orbital angular momentum [/, spin s, and parity 7 are conserved quantum
numbers and diagonalisation of the target Hamiltonian is performed separately

for each target symmetry {l,s,7}. The resulting set of target states satisfy
<<I>0/|HT’(I)O¢> = eaéa’aa (244)

where €, is the target state energy. Additionally, for scattering from the ground
state (s = 0) of a noble gas atom only target states with s = 0 can be excited.
As for hydrogen and helium, the size of the calculations can be increased by
simply increasing the number of Laguerre functions (N;). The low-lying states
will converge to bound states of the target, while the remaining pseudostates will
provide an increasingly accurate representation of the high-lying bound states
of the target atom and an increasingly dense square-integrable representation of

the target continuum.
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2.4 FEvaluation of transition matrix elements

In this section we show how the transition matrix elements (¢,/|V (7, R)|t¢)
are calculated for hydrogen, helium, and noble gasses neon, argon, krypton, and

Xenon.

2.4.1 Transition matrix elements for hydrogen

For the hydrogen target, the transition matrix elements are defined as

1 1
wal(R) = (Uy S R)|)y) = | dry?, —— o(r). (2.4
Vol R) = Vi, RV) = [[ariisr) (~ 4 e ) lr). - (2:8)
We start by expanding the Coulomb potential in the following form [76]
Lty > ! Uy(R, )Yy (R)Yy,(7) (2.46)
ROIR—7] WM oA+ 1 A AR AT, '
where
A
R T
UA(R, T) = N (247)
oo T .
—E + W if R>r.

Inserting our expression for the hydrogen wave functions (2.25) and expan-

sion (2.46) into Eq. (2.45) we obtain

Va/a(R) :47T Z 2>;L+ 1 /0\ dTT2¢na/lal (T)¢nala (T.)Z/{)\(R7 r)
Al

g/wngwwmwammAm. (2.48)

The angular integration can be taken if we use the following relation for spherical

harmonics [76]

A * A A A (2la + 1)(2>\ + 1) la/() la/ma/
/dr }/Eo/mcx’ (r)}/}ama (T)YAN(T‘) = \/ 47'((2[0/ + 1) CIQOAOClama Ap? (249)
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where CEM . are the Clebsch-Gordan coefficients. Therefore, Eq. (2.48) reduces

to

47T 2l + la/o la’mo/ * )
Z \/ 2la’ 2A _|_ 1) Cla())\OClama AMYA;A(R)
x / drr®p, 1, (1) Prata (1)UN(R, 7). (2.50)
0

The remaining radial integral is evaluated using Simpson’s rule and A and p are

limited by the Clebsch-Gordan coefficients.

2.4.2 Transition matrix elements for helium

For the helium target, the transition matrix elements read as

Va’a(R) = <¢a/|V(’I’, R)|¢a>

2 1 1
— /drldr2¢2,(r1,r2) <—}—% + R_n + = r2|) Vo (r1,72).
(2.51)

Considering the symmetry with respect to interchanging ry and r, we can write

1

Vaa(R) = 2/dr1dr2w2,(r1,r2) (— R—n

) Ya(r1,72). (2.52)

Now inserting our expression for the helium wave functions (2.34) into Eq. (2.52)

we obtain

o l AL « lama
=2 Z By, Z Lamalymy Z Bc,d Z Clcmcldmd
a,b MMy cd McMg

/ A 1drsa (1) 00(72) Yo, (71) Yo, (72)
1 1 R
y (_ — |) Oe(r1)Pa(r)Yiom, (F1)Yims (7). (2.53)

Taking into account the orthogonality of spherical harmonics

[ Y0, 52 Vi, (72) = Bt (2.54)
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integration over %5 can be performed, leading to

/ l,m l
=2 Z stb Z Bgd Z & aT/nalb/mb lcarztol(bmb <¢b’¢d>
a,b c,d

MaMpMe

< [ drioutr, ) (—% ; m—;ﬂ) Belr) i, (7). (2.55)

Here (¢p|@q) is the overlap of two radial functions,

(Po|¢a) = /OOO drar3dn(ra)da(rs). (2.56)

Now, following the ideas of Section 2.4.1 integration over #; can be performed.

First, we expand the Coulomb potential using Eq. (2.46), then we utilise Eq. (2.49)

to get
B B> ,Cr o Yy, (R
l 1M >
X Z lamalbmb llfrzz(lxbmbcllfxca)\u/o dT1T%¢a(T1)¢C(T1)UA<R, Tl)'
MaMpMe

(2.57)

Finally, we utilise the following expression for the summation over Clebsch-
Gordan coefficients [76],

la’ma’ lama lama
§ : OlamalbmbClcmclbmbclcmc)\,u

MaMpMe

:¢4WHHW“¢@@+U@@+U05$@{§ flf}, (2.58)

where the braces denote the 65 symbol of the first kind, to arrive at

(2o + DL+ 1) g, o
a b;)\ S 2)\ + 1) Clama)\.ucl OAOYA;L(R) <¢b‘¢d>

by ly Lo >
X <_1)la+lb+la+>\{ )Z\) l l }/ dﬁT%UA(R, T1)¢a(rl)¢c(r1)'
« c 0
(2.59)
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2.4.3 Transition matrix elements for noble gasses

For the noble gas targets, as the first step we use the CI expansion (2.41) to ex-
press the transition matrix elements via matrix elements for configurations {®,},

(P |V (r, R)|a) = Y CoCy (4| V(r, R)|D,). (2.60)

a,b

With our model of N, = 6 p-shell electron above an inert core the projectile-

target interaction (2.4) becomes

V(r, VO+Z ‘R_rl (2.61)

where Vj is the interaction of the projectile with the inert core. The potential
Vo is defined as
N,

Vo(R) = —— + Uo(R), (2.62)

where

1 le(r)I?
Uy(R) = E — dr’ 2.63
o(R) . ( R / |» —R| (2:63)
For noble gasses we are only interested in calculating the electronic stopping

cross section (see Section 2.5), therefore we will neglect the Vj interaction. Ne-
glecting this interaction will result in an incorrect elastic-scattering cross section,

however elastic scattering does not contribute to the electronic stopping power.

In order to perform the angular integration in Eq. (2.60) analytically we use

the following multipole expansion of the potential

V(r,R) = 4WZZ QA UA(R, 1) Yy (R) Yy (7), (2.64)
=1 Au
where
A
?_’_1 if R S Ti,
Un(Ryri) =" (2.65)
i if R> ;.
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With this and also using the properties of antisymmetric configurations (2.42)

the final expression for the matrix elements for configurations {®,} can be writ-

ten as
- - 1 ~
— la * la/ma/
(®p|V(r, R)[D,) —;(—1) WYM(R) e
X (I(a,b, A\, R) + Iy(a,b, \, R)), (2.66)
where

e 1y
Ii(a,b,\, R) :(_1)A+zo+zb+za¢(25a+1)(2za+1)0533m{ oy l:}

X /OO drer?ge(re)de(re) /OO drere dp(r6)Ux(R, 76)da(16), (2.67)
0 0

and

Ia(a b, A, R) =011, Gy (— 1)1\ /(200 1) (2, + 1O, { glo, l; llz }

X \/Ooo dTGT%be(TG)gba(TG) /OOO drcrgqbc(rt?)u)\(R? TC)¢C(TC> (268)

with R, r¢ and 7. being the position vectors of the incoming antiproton and the

active and core electrons, respectively.

2.5 Stopping power

In this section we discuss the stopping power formula and how it should appear
in a coupled-channel approach. Since our calculations are for a closed system

the energy lost by the projectile is equal to the energy gained by the target.

The stopping power is the energy loss per unit path length and in general is

defined as

dE
— — = N,S(E, 2.
dr aS( 0)7 ( 69)

where S(FEy) is referred to as the stopping cross section. It depends on the inci-

dent energy of the projectile Ey, and is related to the stopping power through the
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density of target atoms in the stopping medium N,. For heavy projectiles it can
be assumed that the total stopping cross section is the sum of two contributions,

the nuclear and the electronic stopping cross sections, i.e.

S =S+ Sh. (2.70)

The electronic stopping cross section S, is due to energy losses associated
with all possible events of excitation and ionisation of the target electrons. Con-

sidering only single-electron processes the electronic stopping cross section is

written as
e Eo+e; do
Se(Eo) = Z(Ef — Ei)O'fZ' + /0 (6 — €i>$d€, (271)
f=1

where ¢; is the energy of the initial state of the target i, oy; is the cross section
for excitation to a state f of energy e;, and do/de is the single-differential cross
section for ionisation of the electron with energy e. Hence one sums over all
possible energy losses due to excitation to bound states and integrates over all

possible energy losses due to ionisation to the continuum states.

In the coupled-channel approach used in this thesis we discretise the contin-
uum as described in Section 2.3. Therefore the sum and integral in Eq. (2.71)
becomes a single sum over the total number N of negative- and positive-energy

pseudostates. The electronic stopping cross section is hence written as

N

Se(En) = > (e7 — €&)oyi, (2.72)
f=1

where the cross section for transition of the target oy, is obtained by integration

of the transition probability (2.24) over the impact parameter, that is
o (Ey) = 2 / pyi(b)bdb. (2.73)
0

When dealing with a multi-electron target, such as helium, it is possible

to include the contribution of two-electron processes to the electronic stopping
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cross section. This is done by using an independent-event model to calculate
ionisation with excitation (IE) and double ionisation (DI). In this model TE
and DI are considered in a two-step approximation. The first step is single
ionisation of the target and the second is ionisation or excitation of the residual
ion. When the two-electron processes are included the electronic stopping cross

section (2.72) gains an extra term and becomes

N N+
Se(Eo) ~ Y (es — eopi + Y (e — oy (2.74)
f=1 k=1
where N7 is the number of pseudostates used to represent the singly-ionised
target, €] is the ground-state energy of the target ion, and o is the IE/DI cross
section for which the second electron transitions to a state k of energy €, of the

target ion.

As stated, the cross section o; is calculated using an independent-event
model, where IE and DI are considered in a two-step approximation. Therefore
the cross section is defined by the product of the total single-ionisation proba-
bility, pion, and the probability of the residual ion transitioning from its ground

state to some final state k, p;. Hence

o =2n /0 Pion(b)pi (b)bdb. (2.75)

Here pjon is given by the sum of all probabilities (2.24) for transitions to positive
energy states
N
pion<b> = Z pf(b)7 (276)
fieg>0
and p; is obtained by performing scattering calculations involving a singly

ionised target.

The nuclear stopping cross section S, is due to energy losses associated with

momentum transfer to the target during elastic and inelastic scattering. It is
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useful to be able to calculate the nuclear stopping cross section when comparing
to experiments that measure all energy-loss contributions at once. The nuclear

stopping cross section is given by

Su(Ey) = Z/QMT (d“f) o, (2.77)

where M7 is the mass of the target, gy is the magnitude of momentum transfer to
the target which depends on the scattering angle of the projectile, and dos/d<2
is the angular-differential cross section. The angular-differential cross section is
constructed from the amplitudes in the impact-parameter representation via the

Bessel transformation,

2

doy _ / Ap(t = +00,b) Jpn, (2uvbsin(6/2))bdb| | (2.78)

a0 = )

where p is the reduced mass of the projectile-target system, v is the lab-frame
incident velocity, J is the Bessel function of the first kind, my is the magnetic
quantum number of electronic state f, and 6 is the scattering angle of the

projectile.

2.6 Chapter summary

The single-centre semiclassical convergent close-coupling method has been pre-
sented. The semiclassical impact-parameter approximation is used to derive a
set of coupled-channel differential equations for the expansion coefficients of the
total scattering wave function, which are solved with the condition that the
target is initially in the ground state. Hydrogen, helium, and noble gas target
pseudostates are constructed from Laguerre basis functions. This allows us to
model the whole spectrum of the target, both discrete and continuum. Details
of the electronic and nuclear stopping power in a coupled-channel approach has

been presented.
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In the following chapter results of calculations for the stopping cross section
in antiproton collisions with hydrogen, helium, neon, argon, krypton, and xenon

will be presented.



Chapter 3

Antiproton stopping in atomic
targets

3.1 Introduction

In this chapter calculations of the stopping cross section for antiproton collisions
with hydrogen, helium, neon, argon, krypton, and xenon will be presented and

compared with existing theoretical and experimental data.

With the development of the low-energy antiproton ring (LEAR) facility
at CERN stopping cross section measurements for antiprotons in He were per-
formed by Agnello et al. [77]. They simultaneously measured the spacial coordi-
nates and times of annihilation. Then they solved an inverse problem to obtain
the stopping cross section. Resulting equations were solved numerically using
parameters to obtain the best fit to the data. Measurements were performed
between 0.5 keV and 1.1 MeV. This data was later reanalysed by Lodi Rizzini
et al. [78] with emphasis on the Barkas effect [22].

With experimental data available to compare with, Schiwietz et al. [44,
45] performed the first theoretical calculations of the stopping cross section for

antiprotons in H and He. They performed calculations using atomic-orbital (AO)

35
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close coupling, distorted-wave (DW) Born, and generalised adiabatic-ionisation
(AI) methods. It was found that the first order contribution to the stopping
cross section dominates at high velocities with higher order effects becoming
important at intermediate velocities, while near-adiabatic dynamics prevailed in
the low velocity limit. The AO and DW calculations were in mutual agreement
above the stopping maximum. The He calculations of Schiwietz et al. [44, 45]

were in general not within the experimental uncertainty of Agnello et al. [77].

Cabrera-Trujillo et al. [36] were the next to contribute from a theoretical
perspective. They used the electron-nuclear dynamics formalism to calculate the
antiproton-hydrogen stopping cross section up to 300 keV. The results showed
reasonable agreement with the AO method of Schiwietz et al. [44, 45].

The latest development in solving the problem comes from Lithr and Saenz
[50] who calculated the stopping cross sections for antiprotons in H and He be-
tween 1 keV and 6.4 MeV. They used a semiclassical close-coupling approach
to the solution of the time-dependent Schrodinger equation. The radial wave
function was expanded in a B-spline basis with the He target described using
an effective one-electron treatment. For H, Lithr and Saenz [50] obtained good
agreement with the calculations of Schiwietz et al. [44, 45] and there was rea-
sonable agreement with the calculations of Cabrera-Trujillo et al. [36] as well.
For He, there was good agreement with the data of Agnello et al. [77] above
2 MeV, but disagreement at intermediate and low energies. Lithr and Saenz [50]

concluded that this is due to using a one-electron model.

In this chapter we present stopping cross section calculations for antiproton
collisions with H, He, Ne, Ar, Kr, and Xe using the semiclassical time-dependent
CCC method, described in Chapter 2. The results presented in this chapter for

helium improve upon the current theories of Schiwietz et al. [44, 45] and Liihr and
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Saenz [50] by employing a multiconfiguration treatment of the target, which fully
accounts for the electron-electron correlation, and taking into account double

ionisation and ionisation with excitation via the independent-event model.

3.2 Hydrogen

In this section we present calculations of the stopping cross section for antiproton-
hydrogen collisions. Convergence of the stopping cross section with increasing
basis size is investigated. Then we present our final calculations compared to

existing theories.

3.2.1 Convergence studies

When using a coupled-channel approach where the scattering wave function is
expanded in a set of target pseudostates it is important to establish convergence
of the stopping cross section with increasing the size of the underlying basis. This
is done to ensure the target space is well represented and the addition of more
basis functions will not change the final result. Here we investigate convergence
of the electronic stopping cross section in terms of the basis parameters l,,.,, the
maximum value of orbital angular momentum included in the expansion, and
Nmax, the maximum number of basis functions for [ = 0. The number of basis
functions for each [ is N; = ny. — [. Then the total number of pseudostates N

used to expand the scattering wave function is given by N = Z;Z‘B" Ni(20 +1).

As previously stated the final result should not depend on the basis expo-
nential fall-off parameter )\;, however the rate of convergence does. Typically
we choose )\; to give the most accurate ground state energy with the minimum
number of basis functions, therefore in all calculations presented in this section

we will set \; = 2.
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Figure 3.1: Convergence of the electronic stopping cross section for antiprotons
incident on hydrogen with increasing l,,.x for nym.x = 30 at incident energies of
10 keV, 100 keV, and 1000 keV.

Convergence of the electronic stopping cross section has been studied over
the whole energy region considered in this work. Here we will give typical ex-
amples at antiproton incident energies of 10 keV, 100 keV, and 1000 keV, i.e.
low, intermediate, and high incident energies. First, we fix the basis parameter
Nmax at some large value and systematically increase l... Figure 3.1 shows
the convergence of the electronic stopping cross section for antiproton-hydrogen
collisions with increasing l,.x, while ny., is fixed at 30. From this figure we
can see that at lower incident energies the results converge faster with [,,.,.. For
instance, at 10 keV, [, of 4 appears to give sufficient convergence, whereas
lmax = 6 is required to achieve convergent results at 1000 keV incident energy.
Specifically, the difference between stopping cross section with /., = 5 and
lmax = 6 at 10 keV, 100 keV, and 1000 keV is 0.06%, 0.49%, and 1.9%, re-

spectively. Next we take a look at convergence of the electronic stopping cross
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Figure 3.2: Convergence of the electronic stopping cross section for antiprotons
incident on hydrogen with increasing ny.x for l,.x = 6 at incident energies of

10 keV, 100 keV, and 1000 keV.

section with increasing nax.

Figure 3.2 shows the convergence of the electronic stopping cross section
with increasing np.., while [, is fixed at 6. From the figure we can see that
convergence with np., is similar for all incident energies, i.e. the cross section
gradually increases before reaching convergence. The difference between stop-
ping cross section when n.,, changes from 28 to 30 at 10 keV, 100 keV, and
1000 keV is 0.29%, 0.06%, and 0.48%, respectively. From Figures 3.1 and 3.2
it can be concluded that a basis with n., = 30 and [, = 6 produces suffi-
ciently convergent results for the electronic stopping cross section. This shows
that the stopping cross section requires a larger basis to reach convergence when
compared to the total ionisation cross section, which required n,., = 20 and

Lnax = 5 [62].
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3.2.2 Results of calculations

Here we present our final calculations of the antiproton-hydrogen stopping cross
section. The convergent basis parameters discussed above result in a total of
1267 states to be used in the solution of the coupled-channel differential equa-
tions (2.22). In Figure 3.3 we present our result for the antiproton-hydrogen
electronic stopping cross section together with the theoretical calculations of
Schiwietz et al. [44, 45] (AO, DW, and AlI), Lithr and Saenz [50], and Cabrera-
Trujillo et al. [36]. Also shown is the result obtained using Bethe’s formula (1.1).
The CCC results are in good agreement with the AO calculations of Schiwietz
et al. [44, 45] and the results of Lithr and Saenz [50] over the whole energy
range. Also, good agreement with the calculations of Cabrera-Trujillo et al. [36]

and the DW calculations by Schiwietz et al. [44, 45] is seen above 30 keV and

i Schiwietz AO --eo--
7t Schiwietz DW ---@-- ]
i Schiwietz Al -—a-.-

* Lihr and Saenz --—--—-

6 F o  -Cabrera-Trujillo ----- ;
[ 7 ~ Bethe formula - 1

5 P Y CCC —— |

1 10 100 1000

projectile energy (keV)

stopping cross section (107 eVem?/atom)

Figure 3.3: Electronic stopping cross section for antiprotons incident on hydro-
gen. The CCC calculations are compared with calculations of Schiwietz et al.
[44, 45] (obtained using the AO, DW, and AI methods), Lithr and Saenz [50],
and Cabrera-Trujillo et al. [36].
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100 keV, respectively. Additionally, the CCC calculations tend toward those
from Bethe’s formula at high energies where the latter is applicable. There is
currently no experiment to compare with, however good agreement with other

theories validates our method and the associated computer code.

3.3 Helium

In this section we present calculations of the stopping cross section for antiproton-
helium collisions. Convergence of the stopping cross section with increasing basis
size and increasing number of inner-electron orbitals included in a multiconfig-
uration calculation is investigated. Then we present our final calculations and
compare them with the existing theories and experiment. Our final calculations
include the nuclear stopping cross section and contributions to the electronic

stopping cross section from double ionisation and ionisation with excitation.

3.3.1 Convergence studies

Convergence of the antiproton-helium stopping cross section is investigated in
much the same way as for hydrogen in Section 3.2.1, however we add consid-
eration of how many inner-electron orbitals to include in a multiconfiguration
approach. To this end we will first investigate convergence of the electronic stop-
ping cross section in terms of the basis parameters ., and ny. in the frozen-
core approximation. Once convergence in terms of these parameters is estab-
lished we can investigate convergence in terms of the number of inner-electron
orbitals included in the multiconfiguration approach. For all calculations the

basis function exponential fall-off parameter ); is chosen to be 2.

As done previously, we will give typical examples at antiproton incident

energies of 10 keV, 100 keV, and 1000 keV. First, in the frozen-core approxi-
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Figure 3.4: Convergence of the electronic stopping cross section for antiprotons
incident on helium with increasing [, for ny.x = 20 at incident energies of 10
keV, 100 keV, and 1000 keV. Calculations presented here were performed in the
frozen-core approximation.

mation, we fix the basis parameter n,., at some large value and systematically
increase [, Figure 3.4 shows the convergence of the electronic stopping cross
section for antiproton-helium collisions with increasing l,.,, while n,,., is fixed
at 20. From this figure we can see that at lower incident energies the results
converge faster with .. For instance, at 10 keV an [,., of 3 appears to give
sufficient convergence, whereas [,,,x = 6 is required to achieve convergent re-
sults at 1000 keV incident energy. Specifically, the difference between stopping
cross section with [,., = 5 and .« = 6 at 10 keV, 100 keV, and 1000 keV
is 0.08%, 0.19%, and 2.4%, respectively. Next we take a look at convergence
of the stopping cross section with increasing n,.,, while still in the frozen-core

approximation.
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Figure 3.5: Convergence of the electronic stopping cross section for antiprotons
incident on helium with increasing np., for l,.c = 6 at incident energies of 10
keV, 100 keV, and 1000 keV. Calculations presented here were performed in the
frozen-core approximation.

Figure 3.5 shows the convergence of the electronic stopping cross section
with increasing nyay, while [, is fixed at 6. From the figure we can see that
convergence with n,,,, is similar for all incident energies. The difference between
stopping cross section when n,,, changes from 18 to 20 at 10 keV, 100 keV, and
1000 keV is 0.55%, 0.21%, and 0.79%, respectively. From Figures 3.4 and 3.5 it
can be concluded that a basis with ny., = 20 and [,., = 6 produces sufficiently
convergent results for the electronic stopping cross section. Again, this shows
that the stopping cross section requires a larger basis to reach convergence when

compared to the total ionisation cross section, which required n,., = 20 and

e = 5 [64].

Now that convergence in terms of [, and ny., in the frozen-core approxi-

mation has been established we can investigate convergence in the mulitconfig-
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Figure 3.6: Convergence of the electronic stopping cross section for antiprotons
incident on helium with increasing number of inner-electron orbitals in the mul-
ticonfiguration approach at incident energies of 4 keV, 20 keV, and 100 keV.
The active-electron basis was constructed with n,.« = 20 and .« = 6.

urational approach. It was found that inclusion of inner-electron orbitals only
effects the stopping cross section below the stopping maximum, therefore typ-
ical examples of convergence will be shown for 4 keV, 20 keV, and 100 keV
antiproton incident energies. Figure 3.6 shows the convergence of the electronic
stopping cross section with increasing number of the inner-electron orbitals in
the multiconfiguration approach. The active-electron basis is kept constant with
Nmax = 20 and [, = 6 while the number of inner-electron orbitals included in
the expansion (2.34) is gradually increased. Here orbitals are added in entire
shells, that is ni"2r is increased and all possible ™" are included. At nhier = 4
this changes such that [, of the inner-electron orbitals is limited to 2 to reduce

the computational time required for calculations. This limitation on (™" should

not affect the electronic stopping cross section as it was found that the inner-
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electron orbitals with [ of 3 or greater did not contribute. This is illustrated

in Figure 3.6 with black crosses representing calculations with ni"'" = 4 and

max

linner

mmer = 3 for the inner electron that are on top of the points representing calcu-

lations with ni" = 4 and /""" = 2. From Figure 3.6 it can be concluded that
the inclusion of the 1s, 2s, 2p, 3s, 3p, 3d, 4s, 4p, 4d, 5s, 5p, and 5d orbitals for

the inner electron are enough to give convergent results in a multiconfiguration

approach with ny., = 20 and [, = 6.

As described in Section 2.5 calculation of the stopping cross section associ-
ated with double ionisation and ionisation with excitation requires calculation
of antiproton-He™ collisions. Of course such calculations are checked for conver-
gence as well. It was found that basis parameters of 1., = 20 and [, = 4 were
sufficient to give convergent results. This reduction in the required maximum
orbital angular momentum for He™ is due to the increase in the binding energy

of the target electron.

3.3.2 Results of calculations

Here we present our final calculations of the antiproton-helium stopping cross
section. The convergent basis parameters discussed above result in a total of
1288 states to be used in the solution of the coupled-channel differential equa-
tions (2.22) in the multiconfigruation approach. One of the major benefits of
the multiconfiguration structure model is that it improves the ground state. In
the frozen-core approximation the ionisation energy of the helium ground state
was obtained to be 23.741 eV, however in the multiconfiguration calculations we
obtain a ground state ionisation energy of 24.540 eV. This is very close to the

experimentally measured value of 24.586 eV.
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Figure 3.7: Total stopping cross section for antiprotons incident on helium.
Included is the experiment of Agnello et al. [77], with the shaded region repre-
senting the experimental uncertainty. Electronic stopping cross sections of Liihr
and Saenz [50], and Schiwietz et al. [44, 45] (obtained using the AO, DW, and
AT methods) are also presented.

In Figure 3.7 we present result for the antiproton-helium stopping cross sec-
tion together with the calculations of Lithr and Saenz [50] and Schiwietz et al.
[44, 45], and the experimental results of Agnello et al. [77]. We use the multi-
configuration representation of helium, which when compared to the frozen-core
approach, significantly increases the stopping cross section below the stopping
maximum. We also take into account double ionisation and ionisation with exci-
tation via the independent-event model. The nuclear contribution is also added,
which makes a noticeable contribution below 5 keV, as discussed later. Our
calculations are in agreement with those of Liihr and Saenz [50] above 250 keV
and the AO and DW calculations of Schiwietz et al. [44, 45] above 80 keV, but
our results appear to systematically underestimate the experiment (except the

region from 10 keV and 150 keV).
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To better understand the reason for the small systematic disagreement a
comment about the experimental data and associated uncertainties is warranted.
The experiment of Agnello et al. [77] measures the mean annihilation time (t,)
and path length R of antiprotons in helium and then simultaneously solves the

following two relationships for the total stopping cross section; (i)

P dE
A 2
and (ii)
t(Ey) = " _dB = (1 t 3.2
E) = [ g = {0~ tes) 3.2)

where v is the antiproton instantaneous velocity, E.,p is the antiproton capture
energy by the target atom, and (f..s) is the mean cascade time. To solve these
equations they make use of a parameterised function for S presented by Ander-
sen and Ziegler [79]. At low energies S is based on the Thomas-Fermi statistical
model and is given by S; = aE”, and at high energies it is based on Bethe’s
formula and is given by Sj, = [(243 — 0.37525) Zo/ E] In(1 + v/ E + 4m.E/m,E).
In the intermediate energy range an interpolation formula originally proposed
by Varelas and Biersack [80] is used, where 1/S =1/S; + 1/S),. In this formula
a, 3, and v are determined by fitting to their experimentally measured data
and were found to be 1.45, 0.29, and 2 x 10%, respectively. According to Ander-
sen and Ziegler [79] this particular fitting function has an accuracy of around
10% at 10 keV and 5% at 500 keV. However the accuracy of the interpolation
method in the intermediate energy range is said to be approximately 20%. This
uncertainty is in addition to the shaded region in Figure 3.7, which is the limit-
ing behaviour determined by the uncertainty in the experimental measurements.
The constraints of using a fitting function may be one possible explanation for
the small systematic disagreement between our calculations and the experimen-
tal data. In terms of uncertainties in our calculations it must be pointed out that

the independent-event model tends to overestimate the double-ionisation cross
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Figure 3.8: Cross section for double ionisation of helium by antiproton impact
calculated using the independent-event model. Calculations are compared to the
experiments of Andersen et al. [81], Hvelplund et al. [82], and Knudsen et al.
[83]. Also shown is the CCC cross section reduced by 30%.

section by approximately 30%. This is illustrated in Figure 3.8, where the cross
section for double ionisation of helium calculated using the independent-event
model is compared to the experimental data of Andersen et al. [81], Hvelplund
et al. [82], and Knudsen et al. [83]'. However, since the contribution of double
ionisation and ionisation with excitation to the total stopping cross section is

small this leads to only about 2% overestimation at the stopping maximum.

The AO calculations of Schiwietz et al. [44, 45] and the calculations of Liihr
and Saenz [50], shown in Figure 3.7, are for the electronic stopping cross section.
These calculations are in good agreement with each other, however they signif-
icantly overestimate the experimental data below 15 keV. Adding the nuclear

stopping cross section would make the disagreement even worse. This overesti-

!double ionisation data from [81] is presented in [83].
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mation can be attributed to their use of a hydrogen-like description for helium
that does not take into account electron correlation effects. The stopping cross
section obtained from this model is multiplied by two in order to account for the
contribution from both electrons. This demonstrates the importance of using
a more detailed structure model if one wishes to obtain more accurate results.
The structural improvements over existing theories have allowed us to obtain
better agreement with experiment. It is important to emphasise that the CCC
results shown in Figure 3.7 are based on the cross section for single antiproton-
impact ionisation of helium that is in excellent agreement with the corresponding

experimental measurements [64].

s FC I _
[ Se: MC _—
| Se:
4+ S,
S

stopping cross section (1071 eVem?/atom)

1 10 100 1000
projectile energy (keV)

Figure 3.9: Individual contributions to the antiproton-helium total stopping
cross section. FC is the stopping cross section for the primary electron in the
frozen-core approximation. Similarly, MC is for the multiconfiguration approx-
imation. DI4IE is the stopping cross section associated with double ionisation
and ionisation with excitation (obtained using the MC treatment). S, is the

nuclear stopping cross section. The stopping cross section for antiprotons in
He* is also shown.
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Individual contributions to the total stopping cross section are presented in
Figure 3.9. This figure demonstrates the improvement the multiconfiguration
description of the target provides over the frozen-core description at low and
intermediate energies. It also shows that energy losses associated with double
ionisation and ionisation with excitation make a substantial contribution around
the maximum. So does the nuclear stopping cross section below 5 keV. The

stopping cross section for antiprotons in He™ is also shown.

3.4 Noble gasses

Here we present calculations of the electronic stopping cross section for antipro-
ton collisions with the more complex noble gasses of neon, argon, krypton, and
xenon using a model of 6 p-shell electrons above a frozen Hartree-Fock core,
described in Section 2.3.3. Calculations were performed with basis parameters
N; = 20 — [ and \; chosen to be 2, 2, 2.5, and 3 for the Ne, Ar, Kr, and Xe
targets, respectively. For neon and argon the maximum orbital angular momen-
tum [, of target states used in calculations were 3 and 5, respectively. For
krypton and xenon the maximum orbital angular momentum of target states
was 9. This resulted in the total number of coupled differential equations for
the different targets being 803, 1276 and 3475, respectively. To quantitatively
assess the accuracy of our structure model for noble gasses we can compare our
calculated ionisation energies to measured ones. With our frozen-core approxi-
mation for neon, argon, krypton, and xenon we obtained ionisation energies of
20.57 eV, 14.95 eV, 13.38 eV and 11.73 eV, respectively, which agree reasonably
well with the measured data of 21.56 eV, 16.76 eV, 14.00 eV and 12.13 eV.

The calculations for neon, argon, krypton, and xenon are shown in Fig-

ure 3.10. Stopping cross sections of antiprotons in these targets have been cal-
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Figure 3.10: Electronic stopping cross sections due to one-electron transitions
from the outer p-shell for antiproton collisions with neon, argon, krypton, and
xXenon.

culated for the first time. The peak of the stopping cross section increases with
the atomic number of the target. This is expected since the ionisation energies
decrease with the atomic number of the target and hence the active electron
is less tightly bound. We note that these results represent the stopping cross
sections associated with the energy losses due to single-electron transitions from

the outer p-shell only.

3.5 Chapter summary

We have applied the semiclassical CCC method to the calculation of stopping
cross sections for antiprotons in hydrogen, helium, neon, argon, krypton, and
xenon. We have obtained excellent agreement with existing theories for hydrogen

and use this as a validation of our approach. For He we obtain generally better
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agreement with the experiment of Agnello et al. [77] than the other theories
in the intermediate to low energy region. This is achieved due to the use of a
multiconfiguration description of the He atom that fully accounts for electron-
electron correlations and taking into account double ionisation and ionisation
with excitation via an independent-event model. We also presented the first
calculations of stopping cross sections for antiprotons in Ne, Ar, Kr, and Xe.
For these targets we used a model of six p-shell electrons above a frozen Hartree-

Fock core with only one-electron excitations from the outer p-shell allowed.

In the following chapter we shall turn our attention to molecules. We will
present the theoretical framework used for the calculation of the stopping cross

section in antiproton-Hy and antiproton-H;O collisions.



Chapter 4

Single-centre coupled-channel
approach to ion-molecule
collisions

4.1 Introduction

In this chapter we will present details of our single-centre coupled-channel ap-
proach to modelling the collisions of ions with molecules for the purpose of
calculating the stopping power. Specifically, we consider the collisions of an-
tiprotons with molecular hydrogen and the water molecule. As for the atomic
targets, we will be using the single-centre semiclassical convergent close-coupling
approach. This essentially reduces to solving a set of coupled-channel differential
equations, whose solutions gives the probability of a scattering event occurring.
The target electrons are treated fully quantum-mechanically while the motion

of the incident antiproton is treated classically.

Let us first consider antiproton collisions with H,. The laboratory-frame
coordinate system is shown in Figure 4.1. Here the origin is at the midpoint
of the target nuclei with the molecular axis d specifying the distance between

the two protons and their orientation in the laboratory frame. Furthermore,

53
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1 z

L]

Figure 4.1: Laboratory-frame coordinates used for the collision of an antiproton
with Hy. The midpoint of the target nuclei is at the origin, with the projectile’s
velocity directed along the z-axis.

the position vectors of the target electrons are denoted r; and 5. The incident
antiproton is assumed to be moving with constant velocity v along a straight line
toward the target at an impact parameter b. The velocity and impact parameter
are taken to be along the z-axis and z-axis, respectively. The position of the

antiproton is given by R(t) = b + vt.
For molecular hydrogen the target Hamiltonian Hr is the sum of nuclear
and electronic parts, that is

Hy = H, + H,. (4.1)

The nuclear and electronic parts are given by

1 1 1
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and
2

1 2 1 2 1
He:; <—§V3i —;—M_RM +Z—|ri_rj|>, (4.3)

j>i
where R; and Ry are the position vectors of the two protons and M is the mass
of a proton. The reader is reminded that atomic units are used, and therefore
the electron mass is unity. The many degrees of freedom associated with nu-
clear and electronic motions of the target makes solving Schrodinger’s equation
directly very difficult. However, the problem can be simplified if we invoke the
Born-Oppenheimer approximation. This assumes that the electrons can almost
immediately adjust their positions to a changed nuclear configuration as the
nuclei are much heavier and slower than the electrons. With this approximation
the target wave function can be expressed as the product of an electronic part

and a nuclear part according to

1;0((7‘, d) ~ ch(’r’ d)Xij(d)v (4'4)

where 1), is the electronic wave function that depends parametrically on d, r
collectively denotes the position of both electrons, and Xy, is the nuclear wave
function. In addition, if we assume that the rate of the molecular oscillations is
much smaller than the speed of an incoming antiproton v, then the nuclei can
be approximated as fixed at a given distance and orientation during a collision
event. Under these assumptions the total scattering wave function can also be

written in a form with the target nuclear part separated as

U(t,r,b,d) =~ U(t,r,b,d)Xvjm(d). (4.5)

The scattering wave function for fixed-nuclei ¥ can be expanded according to

Eq. (2.6), which leads to the set of coupled-channel differential equations

(AAw(t,b,d)

N
p = Au(t,b,d) (Y |V (r, R, d)[pe)e’ ) o/ =1,...,N.

a=1
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Here V is the projectile-target interaction and is given by

1 1 1 1

V= - + + .
[R—d/2] |[R+d/2] |[R—m| |R—m

(4.7)

As it stands, the solutions of Eq. (4.6) are for a particular molecular orien-
tation. However, a comprehensive solution of the problem requires the calcula-
tion of orientation-averaged transition probabilities. Solving Eq. (4.6) for many
orientations to allow accurate orientation averaging of the Hy molecule is com-
putationally expensive. Alternatively, it will be shown below in Section 4.4 that
molecular-orientation dependence can be factored out of Eq. (4.6), which allows
orientation averaging to be performed analytically. Hence, all possible orien-
tations of the hydrogen molecule will be accounted for. Furthermore, although
the internuclear distance is assumed fixed during the collision, the target nuclear
motion will be considered when calculating the stopping power as described in

Section 4.5.

Moving from Hy; to HyO the complexity of the problem significantly in-
creases. Therefore, we will employ an approach that allows us to model the
water molecule as an atom-like target, with the laboratory frame coordinates
given in Figure 2.1. With a multi-centre problem reduced to a central one,
meaning molecular-orientation dependence is removed, we can solve the coupled-
channel differential equations for a spherically symmetric target simply given by
Eq. (2.22). However, now the projectile-target interaction V' and target pseu-
dostates 1, are determined by the atom-like model employed, which is described

in section 4.2.2 below.

In what follows we will present the theoretical details that allow us to model
the collisions of antiprotons with molecular hydrogen and the water molecule
by solving Eqgs. (4.6) and (2.22), respectively. First we will discuss target struc-

ture calculations for Hy and HyO. Then we will show how molecular-orientation
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dependence can be factored out of Eq. (4.6) to obtain orientation-independent
coupled-channel equations. This allows orientation averaging to be performed

analytically. Finally we will discuss the calculation of the stopping powers for

Hg and HQO

4.2 Details of target structure calculations

In this section we present the details of how target pseudostates 1), are con-

structed for molecular hydrogen and the water molecule.

4.2.1 Structure of molecular hydrogen

In target structure calculations for molecular hydrogen we follow the ideas of

Abdurakhmanov et al. [65, 66]. Here we state the main ideas and formulae.

The electronic wave function of the Hy molecule is symmetric around the
molecular axis. Therefore, it is best to utilise the body-frame (BF) coordinate
system for the purpose of target structure calculations. Coordinates in the body
frame are denoted with primed variables, as shown in Figure 4.2. The origin is at
the midpoint between the two protons and the 2z’ axis is aligned with molecular

axis d.

Body-frame Hy wave functions are constructed via a CI expansion around

the midpoint of the internuclear axis, that is
Ut (7,7, d ZB )Pa(rh)en(T5), (4.8)

where Bf, are the CI expansion coefficients found by diagonalisation of the
target Hamiltonian (4.1) for each target symmetry « characterised by the pro-

jection of the total orbital angular momentum m, parity 7, and spin s. For
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Figure 4.2: Body-frame coordinate system of the hydrogen molecule. The inter-
nuclear axis is directed along the z’-axis.

scattering from the ground state, only states with s = 0 are required. The one
electron orbitals ¢, are defined as the product of a radial function and spherical
harmonic according to

Pa(1) = ¢a(r)Yigm, (7). (4.9)

The radial functions are written in the form ¢,(r) = ,(jl)(r) /7, where f,(jl) are

the Laguerre functions

T — . 1/2
,g?”(r):(2<2‘+<l’;(ki)'2l)!> (Nr)*exp (=Ar/2) L (). (4.10)

Note, Eq. (4.10) is very similar to the Laguerre functions used for atomic targets
(2.27). However, the associated Laguerre polynomials L2! in Eq. (4.10) are
of order 21 4 1, whereas in Eq. (2.27) they are of order 2/ + 2. Again, A, is an
exponential fall-off parameter, which is typically chosen to give the most accurate
ground state with a minimum number of one-electron orbitals. As we did for

helium, we use a multiconfiguration approach by allowing several inner electron
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orbitals in the CI expansion. This results in a more accurate description of the
Hy ground state. The number of inner electron orbitals included in Eq. (4.8)

will be discussed in Chapter 5.

Calculations involving the hydrogen molecular ion are also performed for
the purpose of including two-electron processes in the stopping power, as to
be discussed in Section 4.5. The one-electron H3 molecule wave functions are

constructed via the simpler expression

F(r!,d ZBQ% ). (4.11)

Laboratory-frame pseudostates 1, (r,d) can be generated from the body-
frame pseudostates (4.8) and (4.11) by rotating the latter into the laboratory

frame according to
Va(r,d) = DY (r',d), (4.12)

where D is the rotation operator.

4.2.2 Structure of the water molecule

The structure of the water molecule is treated using a “neonisation” idea pro-
posed by Montanari and Miraglia [84]. According to the idea the water molecule
is described as a dressed pseudo-spherical atom. Following Ref. [84] the multi-

centre potential of H,O is approximated with a spherical potential given by

2(1 — — 2(1 — ne! "/ Bn —
T Ry T

where Ry is the distance between the oxygen atom and either of the two hydro-
gen atoms, O is the Heaviside step function, and 7 is introduced to account for
the fact that the target is not spherically symmetry, i.e. it adjusts the energy

levels. With the multi-centre problem now reduced to a central one we can apply
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the techniques used to determine the structure of the Ne atom described in Sec-
tion 2.3.3. This requires replacing the electron-nucleus term N,/r in Eq. (2.37)
with the potential (4.13). In addition, the 1s, 2s, and 2p core wave functions for
the Ne atom are replaced by corresponding core wave functions for the water
molecule. The latter are taken from the Slater basis representation presented in
Ref. [84]. Finally, the parameter n of the potential (4.13) is varied to match the
experimentally measured value for the ground-state energy of the target. As a
result the HoO molecule is represented by the same model that has been used for
Ne: six p-shell electrons above a frozen Hartree-Fock core with only one-electron

excitations from the outer p shell allowed.

4.3 Evaluation of transition matrix elements for
molecular hydrogen

Having defined our Hy pseudostates in section 4.2.1 we can turn our attention

to the evaluation of transition matrix elements
Vaa(R,d) = (Vo |V (7, R, d)|1)y). (4.14)

It will prove computationally efficient to use the available body-frame target
pseudostates (4.8) in the evaluation of Eq. (4.14), instead of rotating them into
the laboratory frame before taking integrals. This can be achieved if we factor
out the molecular-orientation-dependent part from the projectile-target inter-
action (4.7). Then it will be irrelevant whether the body frame or laboratory

frame is used for taking the integrals over the coordinates of the electrons.

The transition matrix elements are defined as

1 1
" |R—d/2| |R+d/2]

Vo R,d) = / dri dri 2 (v ), d) (

1 1 BF ../ !
+ + o (17,75, d), 4.15
|R—’l°1‘ |R—T2|>¢ (1 2 ) ( )
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where the primed coordinates are relative to the body frame. We split Eq. (4.15)
into two parts: I; and I, where I; contains the interaction of the antiproton
with the target protons and I, contains the interaction of the antiproton with
the target electrons. Evaluation of [ is trivial due to the orthogonality of the

target pseudostates, that is

I :/dridr;waB,F (), 7y, d) <_|R—d/2| — |R+d/2|> Y (r, mh, d)

1 1
o (= * e arm) 10

Evaluation of I, is more involved. First, considering the symmetry with respect

to interchanging r; and 7, we can write

1

|R_T1|77Z}BF(T17 ;7d) (417)

I =2 / a5 (), 7, d)

Now inserting our expression for the Hy wave functions (4.8) into Eq. (4.17) we
obtain
L2 Y BB, [ drldriour )oYy (7)Y, (7)

a7b7g7h

1

8 ‘R — Ti|¢g(ri)¢h(ré)mgmg <If./1)}/2hmh (’%) (4.18)

Taking into account the orthogonality of spherical harmonics (2.54), integration

over 7, can be performed, which gives

" 1 .
I =2 Z B ¢b|¢h>/dr1d¢a<7’1> lama(""i)m%(ri)y}gmg(rl)‘
a,b,g,h 1
(4.19)
Here (¢p|¢p) is the overlap of two radial functions,
(@nkén) = [ drarontra)on(ra) (4.20)
0

Now expanding the Coulomb potential in a similar manner to Eq. (2.46) and
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considering the fact that |v}| = ||, we get

Iy _87TZ Z 2)\+1BabBahYAy( )<¢b‘¢h>/0 dTlr%(ﬁa(Tl)ﬁbg(ﬁ)uA(R,7‘1)

Ap a,b,g,h

[ Y ()i, () Vs, (421

where
R)\
)\—_'_1 lf R S 1,
Un(Rri) =4 ' (4.22)

A
r .
L if R>nr.

R)\+1

To evaluate the integral over #] we need to transform Y),(#1) into the body
frame. For this we utilise the Wigner rotation matrix (Wigner D-function)

D)‘* (¢d, Qd, ) to write [76]

Vi (# ZYAm (4, 04,0), (4.23)

where ¢4 and 6, are the azimuthal and polar angles of the internuclear axis
d, respectively. Substituting Eq. (4.23) into (4.21) and utilising Eq. (2.49),
integration over 7] can now be performed, and I, becomes

20, + 1
Ax e g
I2 _4\/_ZD (ma—myg) ¢d70d7 Y)\,u Z B th\/ 2)\+1)(2l +1)
a,b,g,h a

X Cror0Cime (ma—my) (P On) /O driria(r)dg(r)U(R, 1), (4.24)

where the sum over m disappears due to the condition m = m, —m, that comes

from the Clebsch-Gordan coefficient.

We now want to combine I; and I5. To do this we first expand the Coulomb
potential in [; in a similar manner to Eq. (2.46). By considering the fact that

Yim (=) = (= 1)V}, () we can write

IR —ld/2| "R +1d/2| = dm %: %WR d/2)Y5,(R)Yyu(d), (4.25)
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where U, is given by Eq. (4.22). Then expressing Y/\M(CZ ) in terms of a Wigner

rotation matrix using the relation

. 4m 5
Djis(¢a,04,0) =\ 5577 You(d), (4.26)

L+ (=1)Y
VoA F 1

I, becomes

= 0o a2\/_ZD (¢a: 0, 0)Yy, (R) Ur(R,d/2). (4.27)

Finally, combining equations (4.24) and (4.27) the transition matrix elements

Vao(R,d) can be written as

Voo(R,d) Zv (R,d)D); (64, 04,0), (4.28)

ulmr—me)

where the molecular-orientation-independent parts Vf\i"‘(R, d) are defined as

A

. 4/7Y7 (R) 2, + 1
VEA(R,d) = ﬁ (—6aamod()\ 20U, (R,d/2) + > B,BS, Q;H

a,b,g,h

X CreonoCiimenm (@bl dn) /000 dririGa(r1)dg (r)U(R, 7"1)) - (4.29)

Here mod(), 2) is the remainder function since (1 + (—1)*) = 2mod(}, 2).

4.4 Orientation-independent scattering equa-
tions and analytic orientation averaging

In this section we derive a set of coupled-channel differential equations for the
orientation-independent parts of the expansion coefficients A, in the antiproton-
H, scattering problem. Furthermore, we demonstrate that from the solution of
these differential equations we can obtain analytic orientation-averaged transi-

tion probabilities that account for all possible orientations of the Hy molecule.
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First, we express the time-dependent expansion coefficients in Eq. (4.6) in a

form similar to Eq. (4.28) as

am,

(t,b,d) ZA“ (t,b,d)D)  (¢4,04,0), (4.30)

where Af\"; is the molecular-orientation-independent part of the expansion coeffi-
cients. The expansion indices are limited by the maximum allowed total orbital
angular momentum. Now, substituting Eqgs. (4.30) and (4.28) into Eq. (4.6) we

obtain

dAS  (t,b,d) .
i Z WZ—tDﬁg my, /(¢d7 edv 0)

A3p3
— Z i(eqr— 6a)tZAA1ul t b d Dﬁi*m (gbd,ed,O)
ALp1
X ZVAQMQ R d Dzi*m —Ma (¢d70d70)- (431)
Ao

Multiplying both sides of Eq. (4.31) by D# rm., (®4:0a,0) and integrating over 6
and ¢4, we obtain

(t,0,d) !
ZZ AB#S / d<bd/ 0y sin 040,%", (¢4, 0a,0) Dy, (0d,04,0)

A3p3

_Zem EanZAM (t,b,d) va

A1p1 Az p2
/ dog / d0ysin 0,0, ($a,04,0) D), (Ga, b, 0)D32 oy (@as 04, 0).
(4.32)
Using the following identities for the Wigner D-functions [76],
Tao [T dbsin0DI . (6,0,0)D% | (6:0,0) = — 5 danand
i 0 i sin MM,(¢, ,0) MM/(¢, ,0) = 57, g 100 On
(4.33)
and
/ do / dosin 0Dy, (6,0,0)D52 . Dyt (¢,6,0)(¢,6,0)
CJ1M1 CJlM (434)

2J + 1 Jo Mo J3 M3 JQM’J3M”
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we can reduce Eq. (4.32) to the final set of coupled differential equations for the

molecular—orientation—independent parts of the expansion coefficients

d.A (b, d) 2N +1
D —Z et 30 A, (40, d)
DR
1”1
A Mo
XD O O s e s Vi (£ b, ). (4.35)
Ao 2
This set of equations is solved subject to the initial conditions Af\‘,/ u’ (t = —00,b,d)

= 0a10x00,70. These boundary conditions imply that the target is initially in
the ground state (o’ = 1) and that at infinite distance the antiproton does not

feel the anisotropic nature of the molecular target.

From the solution of Eq. (4.35) we can analytically determine the probability
for transition of the Hs molecule into some final electronic state f that takes
into account all possible orientations of the molecule. The orientation-averaged
probability is given by

2 T
P (b) = / Aoy / 00 5in 04| A (t = 400, b, ). (4.36)
0 0

To evaluate Eq. (4.36) analytically we first substitute in Eq. (4.30) to obtain
2m
/ d¢d/ d&dsmGdZA (t = +00,b,d)Dpy ,, (6a,04,0)

x AL (t = +00,b, d)DA* (¢4, 04,0). (4.37)

g

Now using Eq. (4.33) we arrive at the final expression for the analytic orientation-

averaged transition probability

Py (b) = 22)\+1|A (t = +00,b,d)|?. (4.38)

4.5 Stopping power

In this section we discuss the stopping cross section formula for Hy and H,O and

how it should appear in the coupled-channel approach presented in this chapter.
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The stopping cross section is related to the stopping power by the density of

target molecules in the stopping medium as shown in Eq. (2.69).

For the Hy molecule we include both the electronic and nuclear contributions
when calculating the stopping cross section. Additionally, being a molecular
target it is important to consider the energy losses associated with vibrational
excitations. Rotational excitation is not included as its contribution is insignif-
icant in the energy region considered. Therefore we write the total stopping
cross section S as the sum of the electronic S,, nuclear S,, and vibrational Sy,

stopping cross sections, i.e.

S =5,+5,+ Syip. (4.39)

For the electronic stopping cross section it is important to include energy
losses due to one- and two-electron processes. Therefore, we use Eq. (2.74)

described in Section 2.5, that is

N
Se(Eo) = > (5 — e)osi + Z — ) (4.40)
f=1

Here the first sum accounts for energy losses due to single nondissociative ion-
isation and excitation, while the second sum accounts for energy losses due to
double ionisation and dissociative ionisation. Dissociative ionisation takes place
through single ionisation followed by dissociation of the residual Hy molecule.
As described in Section 2.5, ¢} is calculated using an independent-event model,
which requires the calculation of antiproton scattering on Hy . Antiproton colli-
sions with Hy are modelled in much the same way as for Hy. However, in this
case Hj pseudostates (4.11) and the appropriate interaction potential are used.
It must be emphasised that we use the same internuclear distance for Hy calcu-
lations as we do for Hy, which is a requirement of the independent-event model.

The cross sections corresponding to the positive-energy states of H represent
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double ionisation, while those corresponding to the negative energies contribute
towards dissociative ionisation due to the antibonding nature of the Hy excited
states. The cross sections oy; and o} are both calculated using the analytic

orientation-averaged probabilities (4.38).

The nuclear stopping cross section is calculated according to Eq. (2.77), that
is
2 av
a5 dof
W(Ep) = —— | —=— | dS). 4.41
Su(Ey) Efj/ZMT(dQ) (1.41)

Here we use averaging over three perpendicular orientations to calculate the dif-
ferential cross section do” /dS) independent of the target orientation. Orientation-
dependent differential cross sections are calculated according to Eq. (2.78). As
demonstrated in Chapter 5, averaging over three orientations is sufficiently ac-
curate at energies below 30 keV where the nuclear stopping cross section makes

a significant contribution.

Collisions between antiprotons and molecular hydrogen can also lead to
changes in vibrational energy levels of the target. These processes lead to an
additional loss of the projectile’s energy. Their contribution to the stopping
cross section can be accounted for if we write the total scattering wave func-
tion in a form where the target nuclear part is separated according to Eq. (4.5).
Since we do not consider rotational motion we may write xfujm(d) = xs.(d),
where xy,(d) is the molecular vibrational wave function that depends on the
internuclear distance of the target in the electronic state f. As discussed above
this kind of separation is possible under the assumption that the electrons can
almost immediately adjust their positions to a changed nuclear configuration.
The wave functions and corresponding energies for the vibrational motion of the

molecular target, x 7. (d) and ey, satisfy the Schrédinger equation

(Ho + €7)xp0(d) = € X1 (d), (4.42)
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where H,, is the target Hamiltonian representing nuclear motion given by Eq. (4.2).
The stopping cross section associated with the vibrational transitions from the
electronic ground state ¢ into all the vibrational levels of the electronic state f

can be calculated as

Nyib, f
1 )
Suibt(Fo) =7~ > (e —i0) [(xsu (d)|Ap(t, b, d) exp(—iest) xio(d))]*, (4.43)
v=0

where Nyip ¢ is the total number of molecular vibrational eigenstates in the elec-
tronic state f. Among all vibrational transitions, those within the electronic
ground state give the most dominant contribution to the stopping cross section.
Thus, in the present work we consider vibrational transitions only within the
electronic ground state. To avoid doing averaging over molecular orientations
numerically we write Eq. (4.43) in the following approximate form

Nyib,i

Sin(Eo) & Y (gi = £i0) (Xan(d) |y /0 (d) X0 (), (4.44)

v=0

av

&(d) is the elastic cross section analytically averaged over molecular

where o
orientations. Using \/W instead of the scattering amplitude is shown to
be a good approximation in calculations for electron scattering from Hy and
D3 [85]. The molecular vibrational eigenfunctions x;,(d) and eigenenergies &,
can be calculated via diagonalisation of the molecular Hamiltonian with the

electronic ground-state potential curve V. In Figure 4.3 radial distribution

functions, |x;,(d)[?d?, for the lowest vibrational levels (v = 0,1 and 2) are given.

As described in Section 4.2.2; the multi-centre HoO problem is reduced to a
central one by modelling the water molecule as a neon-like atom. In addition,
since only single electron transitions are allowed the electronic stopping cross

section is simply given by Eq. (2.72).
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Figure 4.3: Radial distribution functions |y;,(d)|?d? of the Hy molecular vi-
brations with ¥ = 0, 1, and 2, in a.u.. The potential energy curve and the
vibrational energy levels of Hy are shown in units of eV. Note that the potential
energy curve is shifted up by 31.7007 eV which is the ground state energy of Hy
at the mean internuclear separation of 1.4487 a.u..

4.6 Chapter summary

We have presented the theoretical framework for the calculation of stopping pow-
ers in antiproton collisions with molecular hydrogen and the water molecule. For
Hy we derive a set of coupled-channel equations for the molecular-orientation-
independent parts of the expansion coefficients of the scattering wave function.
Orientation averaging is performed analytically to obtain transition probabili-
ties that account for all possible orientations of the target molecule. Details of
the electronic, nuclear, and vibrational stopping powers in a coupled-channel
approach to antiproton-H, collisions have been presented. For HyO we reduce
a multi-centre problem to a central one by describing the water molecule as a

pseudo-spherical neon-like atom. Therefore, we use the same model as the one
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used for neon, i.e. six p-shell electrons above a frozen Hartree-Fock core with

only one-electron excitations from the outer p shell allowed.

In the following chapter results of calculations for the stopping cross section
in antiproton collisions with molecular hydrogen and the water molecule will be

presented.



Chapter 5

Antiproton stopping in
molecular targets

5.1 Introduction

In this chapter calculations of the stopping cross section for antiproton collisions
with molecular hydrogen and the water molecule will be presented and compared

with existing theoretical and experimental data.

The stopping cross section for antiprotons in a gas of Hy has been measured
by Adamo et al. [86] at the CERN LEAR facility. To obtain the stopping
cross section they first simultaneously measured the spatial coordinates and
annihilation times of antiprotons traveling through a gas of Hy. The measured
quantities were then expressed in terms of the stopping cross section with the
resulting equations solved numerically using parameters to obtain the best fit
to the data. Agnello et al. [77] later repeated the experiment using the same
technique due to errors in the pressure scale of the original measurements. This
led to significantly different results, thus superseding the earlier ones given by
Adamo et al. [86]. Lodi Rizzini et al. [87] later reanalysed the data with emphasis
on the Barkas effect [22].

71



Antiproton stopping in molecular targets 72

From a theoretical perspective, apart from our CCC calculations [52], the
most recent calculations of antiproton stopping in Hy, have been performed by
Lithr and Saenz [50]. They used a semiclassical close-coupling approach to the
solution of the time-dependent Schrodinger equation. The radial wave function
was expanded in a B-spline basis with the Hy target described using an effective
one-electron treatment. Poor agreement with the experiment of Agnello et al.
[77] was obtained. However good agreement with the original (incorrect) data of
Adamo et al. [86] was seen. Lithr and Saenz [50] concluded that a two-electron
description of Hy was required to reduce uncertainties in the calculations and
also test the accuracy of the latest experimental measurements. The only other
H, calculations available have been performed by Schiwietz et al. [44, 45] using

a quasi-atomic generalised Al method which is valid at low energies.

There are a number of calculations for antiproton stopping in atomic hydro-
gen as discussed in Chapter 3. These are usually compared with the experimental
data for its molecular counterpart divided by two. Schiwietz et al. [44, 45] per-
formed calculations using atomic-orbital close coupling and distorted-wave Born
methods, while Cabrera-Trujillo et al. [36] used the electron-nuclear dynamics
formalism. Both concluded that disagreement with experiment around and be-
low the stopping maximum was due to neglecting molecular structure effects in

their calculations.

In this chapter we present stopping cross section calculations for antipro-
tons collisions with Hy and HyO using the semiclassical time-dependent CCC
method, described in Chapter 4. The results presented in this chapter improve
upon the current theory of Lithr and Saenz [50] by employing a correlated two-
electron multiconfiguration molecular treatment of Hy and taking into account
double ionisation and dissociative ionisation via an independent-event model. In

addition, we include vibrational excitation and the nuclear stopping cross sec-
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tion. When calculating the dominant electronic stopping cross section we use an
analytic orientation-averaging technique to account for all possible orientations
of the Hy molecule and compare this to the average over three orientations. The
H50 target is treated using a neonisation method proposed by Montanari and
Miraglia [84], whereby the ten-electron water molecule is described as a dressed
Ne-like atom in a pseudo-spherical potential. To our best knowledge there have
been no other stopping cross section calculations for the antiproton-H,O system.
Therefore, our calculations should provide a guideline to future experiments on

antiproton stopping in HyO.

It is important to point out that traditionally the antiproton-Hs stopping
cross section has been presented per atom instead of per molecule. In this
chapter we present our final results as per molecule and therefore multiply other

per-atom results by two before plotting.

5.2 Hydrogen molecule

In this section we present calculations of the stopping cross section for antiproton-
molecular hydrogen collisions. Convergence of the stopping cross section for
increasing basis size is investigated. Then we present our final calculations com-

pared to existing theories and experiment.

5.2.1 Convergence study

As previously discussed in Chapter 3, it is important to demonstrate convergence
in the stopping cross section by increasing the size of the underlying basis used in
the expansion of the scattering wave function. This is done to ensure the target
space is well represented and the addition of more basis functions will not change

the final result. Here we investigate convergence of the analytic orientation-
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averaged electronic stopping cross section in terms of the basis parameters .,
the maximum value of orbital angular momentum included in the expansion, and
Nmax, the maximum number of one-electron functions for [ = 0. The number
of one-electron functions for each [ is N; = nga. — [. As one would expect,
computations for H, are significantly more expensive than for He. For this
reason we do not bother with frozen-core calculations and move straight to a
multiconfiguration approach. In this approach we limit the number of inner
electron orbitals included to the 1s, 2s, 2p, 3s, 3p, and 3d orbitals. Also, for all

calculations the exponential fall-off parameter ); is chosen to be 2.
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Figure 5.1: Convergence of the electronic stopping cross section for antiprotons
incident on molecular hydrogen with increasing . for nm., = 20 at incident
energies of 10 keV, 100 keV, and 1000 keV. Calculations presented here were
performed in the multiconfiguration approximation.

Convergence of the electronic stopping cross section has been studied over
the whole energy region considered in this work. Here we will give typical ex-

amples at antiproton incident energies of 10 keV, 100 keV, and 1000 keV, i.e.
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low, intermediate, and high incident energies. First, we fix the basis parame-
ter nmax at some large value and systematically increase ly.x. Figure 5.1 shows
the convergence of the electronic stopping cross section for antiproton-molecular
hydrogen collisions with increasing l,,.x, while np.y is fixed at 20. From this fig-
ure we can see that at lower incident energies the results converge faster with
lmax- For instance, at 10 keV an [, of 4 appears to give sufficient convergence,
whereas [,.x = 5 is required to achieve the convergent results at 100 keV and
1000 keV incident energy. Specifically, the difference between stopping cross
section with [, = 4 and [, = 5 at 10 keV, 100 keV, and 1000 keV is 0.01%,
0.88%, and 3.2%, respectively. Next we take a look at convergence of the elec-

tronic stopping cross section with increasing 7.x.
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Figure 5.2: Convergence of the electronic stopping cross section for antiprotons
incident on molecular hydrogen with increasing np.. for l,.x = 5 at incident
energies of 10 keV, 100 keV, and 1000 keV. Calculations presented here were
performed in the multiconfiguration approximation.
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Figure 5.2 shows the convergence of the electronic stopping cross section
with increasing nyax, while [, is fixed at 5. From the figure we can see that
convergence with n,,,, is similar for all incident energies. The difference between
stopping cross section when n,,,, changes from 18 to 20 at 10 keV, 100 keV, and
1000 keV is 0.36%, 0.10%, and 0.27%, respectively. From Figures 5.1 and 5.2 it
can be concluded that a basis with ny., = 20 and [, = 5 produces sufficiently
convergent results for the electronic stopping cross section. This shows that
the stopping cross section requires a larger basis to reach convergence when
compared to the total ionisation cross section, which required n,., = 20 and

I = 4 [66].

As described in Section 4.5 calculation of the stopping cross section associ-
ated with double ionisation and ionisation with excitation requires calculation
of antiproton-Hj collisions. Of course such calculations are checked for conver-
gence as well. It was found that basis parameters of ny., = 20 and [, = 5

were also sufficient to give convergent results.

5.2.2 Results of calculations

Here we present our final calculations of the antiproton-molecular hydrogen stop-
ping cross section. The convergent basis parameters discussed above result in a
total of 843 molecular target states to be used in the solution of the coupled-
channel differential equations (4.35) in the multiconfigruation approach. With
this model we obtain a two-electron ground state ionisation energy of 1.16497
a.u., which is close to the accurate value of 1.1741 a.u. [88]. Calculations were
performed at the mean internuclear separation of Ho, which is 1.4487 a.u. The
same internuclear separation was used in the HJ calculations as required by the

independent-event model.
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Figure 5.3: Total stopping cross section for antiprotons incident on molecular
hydrogen. Included is the experimental data of Agnello et al. [77], with the
shaded region representing the experimental uncertainty. The CCC results are
shown by the solid line. The electronic stopping cross sections of Liihr and Saenz
[50] and Schiwietz et al. [44, 45] (obtained using the AT method) are also shown.
Results previously presented per atom have been multiplied by two.

In Figure 5.3 we present results for the antiproton-Hy stopping cross section
together with the theoretical calculations of Lithr and Saenz [50] and Schiwietz
et al. [44, 45], as well as the experimental results of Agnello et al. [77]. We use an
analytic orientation-averaging technique to account for all possible orientations
of the molecule. We also take into account double ionisation and dissociative ion-
isation via the independent-event model. The nuclear and vibrational-excitation
contributions are also added, which make a noticeable contribution below about
10 keV, as discussed in more detail later. The CCC results are in good agree-
ment with those of Lithr and Saenz [50] above 150 keV, however, agreement
with experimental data is lacking (possible reasons are discussed further below).

Note that the calculations of Lithr and Saenz [50] and Schiwietz et al. [44, 45]
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do not include the nuclear contribution. Adding the latter would increase their
results below 10 keV. Additionally, both Lithr and Saenz [50] and Schiwietz et al.

[44, 45] use an atomic approximation to molecular hydrogen.

Individual contributions to the total stopping cross section are presented in
Figure 5.4. First, the figure shows that energy losses from one-electron tran-
sitions provide the main contribution to the total stopping cross section. Sec-
ond, the figure shows that energy losses associated with double-ionisation and
dissociative-ionisation processes make a small but important contribution, as

does the nuclear stopping cross section. Energy loss to vibrational excitation is

10 e e

stopping cross section (107 eVem? /molecule)

projectile energy (keV)

Figure 5.4: Individual contributions to the antiproton-H, total stopping cross
section. The solid curve labeled “S.: Hy” is the stopping cross section for the
primary electron analytically averaged over all possible molecular orientations.
Similarly “Se: Hy (3 or.av.)” is for an average over just three perpendicular
orientations. “S.: DbI” and “S,: Dil” are the stopping cross sections associated
with double ionisation and dissociative ionisation (obtained using the analytic
orientation-averaging technique). “S,” is the nuclear stopping cross section and
“Sun” 1s the vibrational-excitation contribution.
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shown to make a small contribution at low energies. All these components are
multiplied by a factor of 5 to make them visible in comparison with the dom-
inant electronic contribution. The nuclear and vibrational-excitation stopping

cross sections make negligible contribution above 10 keV.

Figure 5.4 also demonstrates the improvement the analytic orientation-averaging
technique for the target molecule provides over averaging using three orienta-
tions. When compared to averaging over three perpendicular orientations, an-
alytic averaging over all possible target orientations significantly increases the
stopping cross section near and above the stopping maximum, and slightly re-
duces it below about 10 keV. The stopping cross sections for each of the three
orientations used in Figure 5.4 are presented in Figure 5.5. These three perpen-

dicular orientations of the target molecule are shown in the key of Figure 5.5.
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Figure 5.5: Electronic stopping cross sections for one-electron excitations from
three main orientations of the Hy molecule for antiprotons.
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Figure 5.6: Comparison of the electronic stopping cross sections obtained using
the full molecular approach and various H-like approximations.

In Figure 5.6 we compare the electronic part of the antiproton-Hs stopping
cross section obtained in the present CCC method with those obtained in various
approximate theoretical treatments of the molecular target. We also show re-
sults we have obtained using a H-like (single active electron) structure model for
H,. In this model we choose the atomic number Z.4 of the hydrogen atom to re-
produce the correct one-electron ground state energy of Hy. The results are then
multiplied by two to account for both electrons of the molecule. The outcome
is in good agreement with our full calculations above 150 keV. We also show
the results of Lithr and Saenz [50]. Their calculations were performed using a
H-like Hy structure model, however they introduced a model potential instead of
simply using Z.g. After multiplication by two there is good agreement with our
calculations above 200 keV. The disagreement at low energies between our full
CCC calculations and those using a H-like structure model is attributed to the

lack of electron-electron correlation effects in the latter. This demonstrates the
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importance of using a proper molecular structure model. Additionally, in Fig-
ure 5.6 we show our calculations for atomic hydrogen from Chapter 3 multiplied
by 1.8. This factor is determined by fitting to our Hy results at high energies and
demonstrates a slight deviation from Bragg’s additivity rule [20] due to bonding
effects. With this factor there is agreement with our full molecular calculations

above 150 keV.

5.2.3 Discussion of results

We have developed the most comprehensive approach to calculating the stop-
ping cross section of antiprotons in Hy to date, with the major conclusion that
it is important to treat Hy as a two-electron target. Nevertheless, as can be
seen from Figure 5.3 there is still some disagreement between the experiment
and calculations. In order to better understand the reason for the disagree-
ment we analyse the situation from the theoretical point of view. We start
by mentioning that our theory uses the independent-event model to include
the double-ionisation and dissociative-ionisation channels. This model tends
to overestimate the double-ionisation and dissociative-ionisation cross sections.
However since the contribution of these processes to the total stopping cross
section is small they should not have a significant effect on the presented final

results.

Secondly, we do not include direct homolytic dissociation of the target. To
our best knowledge there are no calculations of this process induced by antipro-
tons that could be used to estimate its contribution to the energy loss. However,
according to Khayrallah [89] electron-impact direct dissociation of Hy takes place
through doubly-excited states of the target. This in turn means that the process
is a two-electron one and its probability is significantly smaller than the probabil-

ity of the single-electron processes. If we assume that antiproton-induced direct
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dissociation of Hy also goes via doubly-excited states, then one can expect that
its contribution to the total stopping cross section will be small, possibly simi-
lar to the contribution of the dissociative ionisation (see Figure 5.4). As far as
direct heterolytic dissociation is concerned, the probability of this happening is

even smaller.

It is also important to emphasise that the main reason behind the small
stopping cross section obtained in the present calculations at low energies is the
strong suppression of the ionisation cross section. This target structure-induced

suppression of ionisation has a well-understood theoretical basis [65, 90].

As a cross test of the present results we note that when the internuclear
distance in the computer code for H, is set to zero our previous He calculations
from Chapter 3, which are in better agreement with experiment at low energies
than for Hy, are perfectly reproduced. All the above gives us a certain degree of

confidence in the reliability of the presented results.

Finally, we would like to make a comment about the experimental method,
which we believe may also contribute to the disagreement between the experi-
ment and calculations. The experiment of Agnello et al. [77] followed the same
procedure as their measurements for helium, as discussed in Chapter 3. To
recap, they measured the mean annihilation time (f,) and path length R for
antiprotons traveling through a H, gas chamber. Both measured quantities are
expressed as integrals over functions of the total stopping cross section S as given
in Egs. (3.1) and (3.2). These two relationships are solved simultaneously by
making use of a parameterised function for S presented by Andersen and Ziegler
[79] for atomic targets. At high energies the function is based on Bethe’s formula
and is given by S, = [(243 — 0.375Z;) Z;/ Eo) In(1 + v/ Ey + 4m.Ey/myE), where

Zy is the atomic number of the target that Agnello et al. [77] have taken to be 1,
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m. and my are the electron and antiproton mass respectively, and E is the mean
excitation energy of the target. At low energies it is given by S; = ozEg which is
based on the Thomas-Fermi statistical model. In the intermediate energy range
the interpolation formula 1/S = 1/S; 4 1/5}, is used, which was originally pro-
posed by Varelas and Biersack [80]. The variables «, 8, and  are varied to fit
the experimentally measured data for (t,) and R. Agnello et al. [77] found these
variables to be 1.25, 0.30, and 4 x 10°, respectively. The use of such a method
for determining the stopping cross section is likely to introduce additional un-
certainties on top of the shaded region in Figure 5.3, which is the uncertainty
in the experimental measurements. According to Andersen and Ziegler [79] the
fitting function described above has an estimated accuracy of 10% at 10 keV
and 5% at 500 keV. However in the intermediate energy range the accuracy of
the interpolation method is said to be approximately 20%. The restrictions of
using a fitting function may be one possible explanation for the disagreement

between our calculations and the experimental data.

5.3 Water molecule

Here we present calculations of the electronic stopping cross section for antipro-
ton collisions with HyO molecules using a spherical neon-like structure model of
6 p-shell electrons above a frozen core. Calculations were performed with basis
parameters N; = 20 — [ and ); is chosen to be 2. The maximum orbital angular
momentum [, of target states used in calculations was 4. This resulted in the

total number of coupled differential equations being 1112.

The present results for HyO are shown in Figure 5.7. There is no experi-
ment and to our best knowledge there have been no other calculations for the

antiproton-HyO system. However, the demand for calculations of antiprotons
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Figure 5.7: Electronic stopping cross section for antiproton collisions with H5O.

stopping in biologically-important molecules such as water is rapidly increasing
due to current research such as the Antiproton Cell Experiment (ACE) [17, 18]
at CERN. The ACE aims to fully assess the suitability and effectiveness of
antiprotons for cancer therapy. While our calculations for H,O using a neon-
isation approximation can not be considered highly accurate, they should still
provide a guideline to future experiments on antiproton stopping in water. We
note that the presented curve is the stopping cross section associated with the
energy losses due to single-electron transitions from the outer p-shell only. It
represents the dominant contribution to the stopping cross section. The present

Born approximation results are also shown.
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5.4 Chapter summary

We have applied the semiclassical CCC method to the calculation of stop-
ping cross sections for antiprotons in the Hy and H5O molecules. For Hy we
fully account for the electron-electron correlation and average over all possi-
ble orientations of the target using an analytic orientation-averaging technique.
Double-ionisation and dissociative-ionisation contributions are also included via
an independent-event model. Energy losses through vibrational excitations as
well as the nuclear stopping cross section have been included. The presented
theoretical results are the most comprehensive and accurate to date. We also
presented the stopping cross section for antiprotons in H,O. For the latter we
used a neon-like model of six p-shell electrons above a frozen Hartree-Fock core

with only one-electron excitations from the outer p shell allowed.

In the following chapters we shall turn our attention to calculating the stop-
ping cross section for protons colliding with atomic hydrogen. Due to the pos-
sibility of rearrangement, whereby the proton can grab an electron and form
H, the aforementioned problem is significantly more difficult than its antiproton
counterpart because it requires a two-centre expansion of the scattering wave
function. Additionally, as the projectile can become a hydrogen atom, one must
consider the process of hydrogen collisions with hydrogen to obtain accurate
stopping cross sections. In Chapters 6 and 7 we will discuss our theoretical ap-
proach to proton-hydrogen and hydrogen-hydrogen collisions, respectively. Then

in Chapter 8 we will present the results of calculations.



Chapter 6

Two-centre coupled-channel
approach to ion-atom collisions

6.1 Introduction

In this chapter we will present details of our two-centre approach to modelling the
collisions of ions with atoms for the purpose of calculating the stopping power.
Specifically, we will focus on the collisions of protons with hydrogen. The advan-
tage of a two-centre method is that it allows one to accurately model electron-
capture processes. These processes play an important role when calculating
the stopping power for systems involving positive ions. Like the single-centre
approach (see Chapter 2), we will be using the semiclassical approximation in
deriving a set of coupled-channel differential equations, whose solutions give the
probability of a scattering event occurring. Furthermore, this will be achieved
without the introduction of electron translation factors. The aforementioned
method is referred to as the two-centre semiclassical convergent close-coupling

approach, or two-centre CCC.

In the semiclassical approximation the target electron is treated fully quantum-

mechanically while the motion of the projectile is treated classically. As dis-
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Figure 6.1: Sketch of the Jacobi coordinates used for the proton-hydrogen sys-
tem. The target nucleus is denoted as T, while P indicates the projectile proton.

cussed in Section 2.1 the projectile is assumed to follow a straight line trajectory,
that is
R(t) = b+ vt, (6.1)

where R is the position of the projectile with respect to the target nucleus, v
is the velocity of the projectile in the laboratory frame, and b is the impact
parameter. In the laboratory frame the target nucleus is at the origin and the v
is directed along the z-axis, see Figure 2.1. The position of the projectile along
the z-axis is z = vt, where ¢ is time and ¢t = 0 corresponds to the distance of

closest approach.

Furthermore, to describe the proton-hydrogen system we utilise the Jacobi
coordinates illustrated in Figure 6.1. Here r. is the position of the electron
relative to the target proton, while r, is the position of the electron relative

to the projectile proton. Similarly, o+ is the position of the projectile proton
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relative to the centre-of-mass of the target proton-electron system, while op
is the position of the centre-of-mass of the projectile proton-electron system
relative to the target proton. Finally, 7 is the position of the electron relative

to the centre-of-mass of the two-proton system.

In what follows we will present the theoretical details that allow us to model
the collisions of protons with hydrogen. First we will formulate the two-centre
couple-channel equations whose solution describes the scattering event. Then
we will detail how transition matrix elements are evaluated. Lastly we will
discuss the calculation of the stopping power in the two-centre coupled-channel

formalism.

6.2 Formulation of the two-centre scattering
equations

In the literature, standard derivations of the two-centre coupled-channel equa-
tions start from the approximate time-dependent Schrodinger equation for the
electronic part of the scattering wave function ® and rely on the introduction of
the so-called “electron translation factors”. It is common to expand & in terms

of target states 1, and projectile states g according to
O = Au(t,b)ha(re)e ™+ By(t, b)ps(rp)e e T (6.9
a B

where €, and eg are the energies of the target and projectile electronic states a
and f3, respectively, and A, and Bpg are the expansion coefficients that contain all
information about the scattering process. The exponential factor exp[—i(v-ry +
v%t/2)] in the second term of Eq. (6.2) is referred to as the electron translation
factor. In 1958 Bates and McCarroll [91] realised that the conventional expan-
sion of the the electronic part of the wave function does not satisfy the semiclas-

sical time-dependent Schrodinger equation unless an electron translation factor
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is introduced to remedy the problem. The problem with this artificial electron

translation factor is that there are infinitely many ways of choosing it [38].

However, in this section we will present an alternative derivation of the two-
centre coupled-channel equations that does not require the introduction of the
electron translation factors. This will be achieved by starting from the exact
time-independent Schrédinger equation and using a more general expansion for
the total scattering wave function that correctly represents both the target and

projectile centres. It is emphasised that we do not use Eq. (6.2) in this derivation.

To proceed with our derivation we recall that the exact nonrelativistic Schrodinger

equation for the total scattering wave function ¥ is
HV = EV, (6.3)

where E is the total energy of the system and H is the full three-body Hamil-

tonian. The Hamiltonian can be written in the following equivalent forms:
1
H=-—V. +Hr+Vp (6.4)
21
1
=——V. +Hp+ Vr. 6.5
o o + Hp + Vr (6.5)

Here p is the reduced mass of the proton-hydrogen system, Ht and Hp are
the target and projectile atom Hamiltonians, Vi is the interaction of the target
proton with the projectile atom, and V5 is the interaction of the projectile proton

with the target atom. The Hamiltonians Ht and Hp are given by

Hp=—-V2 —— 6.6
T 2 TT rT7 ( )
and
1 1
Hp=—-—-V? — — 6.7
P 2 Tp TP’ ( )

Vp=—=——, (6.8)
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and

Vp = — — —. (6.9)

The two-centre expansion we use for the total scattering wave function is a
natural extension of the single-centre one given in Eq. (2.6). The total scattering
wave function is expanded in terms of a set of Nt target pseudostates v, and

Np projectile pseudostates 13 according to

NT NP
U= Au(or)tba(re)e® "+ " By(op)ibs(re)e™or, (6.10)
a=1 B=1

where k,, is the relative momentum of the projectile proton and the target atom,
and similarly ks is the relative momentum of the target proton and the projectile

atom. Hence, the total energy of the system E is given by

E ki k% 6.11
—ﬂ+€a—@+€5- ( )

Furthermore, the pseudostates 1, and 13 represent both bound and continuum

states, and are constructed to satisfy the conditions

<¢a”HT|wa> = 6ado/oza <¢a’|wa> = 50/047 (612)

and

(V| Hp|tg) = €s0pp, (V') = 0prp. (6.13)

It must be emphasised, that although the pseudostates within each set are or-
thogonal to each other, a pseudostate from one set is not orthogonal to a pseu-

dostate from the other set.

Substituting our expression for the scattering wave function (6.10) into the
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Schrédinger equation (6.3) yields

Nt
1 4
Z (—ngT + Hr + Vp) Aa(O'T)wa(’I‘T)em‘)‘ﬂT

a=1
Np
1 ikgo
+ Z (_ﬂvip + Hp + VT) Bg(op)ps(rp)e’sor
=1

N Np
=E)  Aa(02)ta(rr)e® 7 + B " By(op)ihs(rs)e#r. (6.14)

a=1 B=1

The action of the Laplacian operator in Eq. (6.14) was considered in Chap-
ter 2. It was shown that when applying the semiclassical approximation [see

Egs. (2.11)-(2.16) for details] we get

1 2 koo k?l koo dA ( ) zk o
—EVGTAQ(UT)G T %@AQ(UT)e T — 7 T (6.15)
and hence
1 . K3 . dB o
—ﬂv%.pBﬂ(‘fp)@ZkMP “ﬁBﬁ(UP)emﬂ'”P - ﬁd(t e) jiyar. (6.16)

Utilising Eqgs. (6.15) and (6.16), and considering Eq. (6.11), we can write

Nt
. dAOzU z O dB o 7 Hea
I R e

a=1
Nt
=" Au(om) (Hr + Vo — €0)a(re)e™
a=1
Np

+ Y Bs(ow)(Hp + Vi — e5)ta(re)e*or. (6.17)
p=1
Now, multiplying Eq. (6.17) on the left by 1%, (r;)e~*«"9T and integrating over

ro we obtain

dA, ko dBg(o op—k, o
30 L) )y e iron oy $ B ) thson o
a=1 B=1

N
_ZA O-T 2bo/ll——lT“F‘/P_€oz|¢a> i(ka—kor)-o

a=1

Np
+) " By(o) (o e’ ®5 7 Rar ) (Hp 4+ Vi — €5) |105). (6.18)

p=1
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At this point we need to look at the terms in the exponential factors. It has

been shown in Chapter 2, Eq. (2.19), that
(ka — ka/)'O'T ~ (Ea/ - GQ)t + q,ﬂ-b, (619)

where q, | is the component of the momentum transfer vector q, = k., — ko

that is perpendicular to the z-axis. Now consider the term
kg-op — ko0 (6.20)
First, we express o and o, in terms of R and r; according to
or =71y —1p = R— (1 — )7y, (6.21)

and

op =7y — "y = YR+ (1 — )7y, (6.22)

where 7 is the reduced mass of the proton-electron system. We also introduce

momentum transfer vectors

P =vks — ko, (6.23)
and
Po = kﬂ - ’}/ka/. (624)
This allows us to write
kﬁ'ap - ka/'O'T — pB'R + (pa/ - pﬁ)'TT. (6.25)

Furthermore, writing R = z + b and considering the fact that
P — s ~ v, (6.26)
we can write Eq. (6.25) as

k5~0'p —kyor = pp|z + ng-b +v-re, (627)
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where pg| and pg, are the components of momentum transfer vector pg that

are parallel and perpendicular to the z-axis, respectively. In fact,
PsL = dqal- (6.28)
Additionally, we can express pg| as
P = —v/2+ (€w — €5)/v, (6.29)

and write Eq. (6.18) as

dA
Zelq‘”‘bz wa ‘wa> (€ —€a)t

+ jePsL b Z dBﬁ t b /leivrT ’wﬂ>ei(7v2t/2+(ea/765)t)

—ewwaA (t, ) (Yo | Hr + Vo — €athe) e’ 0!

a=1
Np

+ PN By(t,b) (o (Hp + Vi — e)[ths)e’ /2= (6.30)
B=1

For details on momentum transfer vectors, including Eqgs. (6.26) and (6.29), see
Appendix A. Finally, taking into account Egs. (6.12) and (6.28) we arrive at the

first set of coupled-channel differential equations

N,
,dAa/ t,b . = dB t; b vr i(—v? €. 1—€
z# +ZZL<¢Q,|€ T|1/)ﬂ>€( t/2+(eqr—€p)t)

dt dt
p=1
_ZA t b ¢a,|vp|¢a> (€qr—€a)t
a=1
Np
+ 57 Balt, b)(thor [T (Hp + Vip — e5) apg)ei 012 Carealt),
B=1
O[/:17...,NT. (631)

Equation (6.31) couples only half of the expansion coefficients. To couple

all expansion coefficients we must obtain a second set of differential equations.
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The procedure for this is similar to what has already be shown. Returning to
Eq. (6.17), this time we multiply on the left by 3 (rp)e~"*s7P and integrate

over rp to obtain

Nt
ZZ dAa(U'T) <1/}B| i(ka-or—kg-op) \% 4 Z dB/B Up) wﬁ/WJ > i(kg—kg)-op

dt
a=1
Nt
- Z Aa(aT)<¢5’|ei(ka.aT_k6/ﬂP)(HT + Ve — Ea)’wa>
a=1
+ ZBB ae) (g | Hp + Vi — eglipg)e’®s ks, (6.32)
B=1

Similar to Eq. (6.19), we can write
(ks — kg)-op0 ~ (g — €g)t + qs1°b, (6.33)

where g, is the component of the momentum transfer vector qs = kg — ks
that is perpendicular to the z-axis. Additionally, expressing o and o in terms

of R and 7, according to
O-T — ’}/'I”T — TP — ’YR - (]. — ’}/)’I"p7 (6.34)

and

op =1y — 7y = R+ (1 — )7y, (6.35)

the exponential term k-0 — kg -0p becomes

ka'aT - kﬁ"GP - pa'R - (pﬂ’ - pa)'rP

= Pa||Z + paj_-b — UV Tp. (636)
Here p, and pg are the momentum transfer vectors
Do = vka — kg, (6.37)

and

pﬁ’ = ka — ’yl{fﬂl7 (638)
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which satisfy
P — Pa R V. (6.39)

Furthermore, p,| and p,, are the components of momentum transfer vector p,
that are parallel and perpendicular to the z-axis, respectively. Also, p,| can be

expressed as

Pa = —v/2+ (e5 — €a)/v. (6.40)

Again, for details of Eq. (6.40) see Appendix A. Now, considering Eqgs. (6.33)
and (6.36), we can write Eq. (6.32) as

jeiParld Z dA | —iv-rp %0 > i(—v2t/2+(egr—€a)t)

. dBs(t,b ;
+ Z'e’bqﬁLb Z 6( ) ) <w6/|¢ﬁ>el(eﬁ/—€3)t

& dt
— Pal bZA @DB |6—w " (Hrp + Vp — €a)|¢a> (=02t /24 (egr—€a)t)
NP
+ eiQ/BLb Z B/@(t, b) <w,3’|HP + VT . 65|¢B>6i(651—6ﬁ)t. (641)
ps=1

Finally, taking into account Eq. (6.13) and considering the fact that

Pal = qp1, (6.42)

we arrive at the second set of coupled-channel differential equations

dA —iv-r ] €51 —€ dB ! t7b
3 ) ety iy 250

a=1

Nt
- Z Ay(t,b) (g le™ ™ (Hy + Vo — €a) |V )€V 2H (e —ca)t)

a=1

+ZBﬂ £ B) (W Vi)

B = 1, . N (6.43)
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Bringing Eqgs. (6.31) and(6.43) together we obtain the final set of two-centre

coupled-channel differential equations that describe proton scattering from hy-

drogen. That is

( Np

Nt Np
iAw +1Y BaKoys =Y AuDys+ Y BsQup,
B=1 a=1 p=1

NT NT NP
iZAa’C,B/a +ZBﬁ/ = ZAQQBIQ+ZBBDB/6’

Oélzl,...,NT, 5/:1,...,NP,

\

(6.44)

where the dots over A and B denote the time derivative. In Eq. (6.44) the

direct-scattering matrix elements Dy and Dy are

Do = €/ar =)t / Al (r2) Votha(rr)
and

155/6 — ei(qa/eﬁ)t/d’l"pi/}E/(’I“p)Vng(Tp).
The overlap matrix elements K, 5 and lﬁﬁ/a are

,Co/b’ — ei(th/2+(€a/eg)t)/drTwzl(TT)eiv-rTwﬁ(rp)

and
Kﬁ/a _ ei(*th/ZJr(ég/*Ea)t) /drpw;,(rp)ei”"""wa(m),
and the electron-transfer matrix elements Qa,ﬁ and Q,B’a are
Qa’,B _ ei(—v2t/2+(6a/—eﬁ)t) /drTw;/(rT)eivrT(HP + Vi — Eﬁ)wﬁ(rP)
and

lea = it/ 24 (egr —ca)t) /drpw;,(rp)ei”'rp (Hr + Vp — €4)0a (7).

The system of differential equations (6.44) in a matrix form read as

(7)) -G 3)

(6.45)

(6.46)

(6.47)

(6.48)

(6.49)

(6.50)

(6.51)
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Equation (6.51) is solved with the initial conditions A, (t = —o0,b) = 0, and
Bg(t = —o0,b) = 0. This implies the target is in the initial state ;. For all
calculations we take ¢+ = 1, i.e. the target is initially in the ground state. The
dependence of A, and Bg on the orientation of b can be factored out according
to Eq. (2.23). Then the probability for transition from some initial state of the

target ¢ into any final target state f or any final projectile state k is given by
ps(b) = |Af(t = +o0,b)]%, (6.52)

and

pk(b) = |Bk(t = +OO> b)|27 (653)

where Ay(t = +00,b) and By(t = +00, b) are the probability amplitudes. Equa-
tion (6.51) is solved within the region [—zyax, Zmax], Where parameter zpy. is

increased until convergent results are obtained.

From Egs. (6.44)-(6.50) one can see that by using a mathematically more
rigorous approach we have obtained the same coupled-channel equations as the
standard approaches [38], which is based on plane-wave electron translation
factors. Thus there is no need to introduce these factors by hand. The latter

appear naturally due the correct treatment of the problem.

6.3 Evaluation of transition matrix elements

In this section we show how transition matrix elements are calculated for proton-
hydrogen scattering. Direct-scattering matrix elements D, and 753/5 are eval-
uated in spherical coordinates, however it is beneficial to evaluate the overlap
matrix elements K, ; and K 5o and the electron-transfer matrix elements Q.4
and Qﬂ,a in prolate spheroidal coordinates, as done in [68]. The hydrogen atom

pseudostates used are those described in Section 2.3.1. Hence, they are Laguerre-
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based states that are capable of modelling the whole spectrum of the target and

projectile atoms.

6.3.1 Direct-scattering matrix elements

The target direct-scattering matrix elements D, are simply those described for
antiproton-hydrogen collisions in Section 2.4.1, however the sign of the projectile
interaction with the target atom changes. That is

, 1 1
Petal ) :e“ﬁ““”/ iretilr) (5~ G ) Voo

47T 21 —|_ ) 1 m ~
Z €0l — Ea)t o ’ *
Z \/ 2l 2)\ + 1) Ol OAOOlama )\NY)\#(R)

« / drer2u 1, (r) b, (e U (R, 7). (6.54)
0
with
A
5—])%0 — Tlil if R<r,
UN(R,T) = 5 . (6.55)
% — RZH if R>nr.

The projectile direct-scattering matrix elements 155/5 are given by

1 1

Dys(R) = 5~ /d"“pl/}ﬁ’ (7e) <§ - m) Vg(re). (6.56)

The procedure for evaluating Eq. (6.56) is almost identical to Dy, however the
expansion of target interaction with the projectile atom will contain an extra

factor of (—1)* due to the fact that
Yau(—7) = (1) Yau(P). (6.57)

Hence, the interaction potential is expanded according to

1 1 1 .
—— =4 —1 A Y* Yy (F '
R |R+7 ”%:( ) oy U 1) Y5, ()Y (P, (6.58)
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where Uy (R, 1p) is given by Eq. (6.55). Therefore, the projectile direct-scattering

matrix elements (6.56) are given by

~ ; _ 47T(2lﬁ + 1) 15/0 larmgs A
Dﬁ’B(R) =l Eﬁ)tZ(_l)/\\/ CIBOAOCle B/\ Y/\* (R)
-~ (20 + 1)(2A+ 1) 10020 Lama A= A
<[ o, (Yo, (U (Rors). (6.59)

0

Furthermore, the Clebsch-Gordan coefficient C;SE)OAO in Eq. (6.59) implies that

lg + 1z + A must be even. This means A has the same parity as lg + lg, that is
(—1)* = (=1)lsr s, (6.60)

Therefore, Eq. (6.59) becomes

~ , €or—€ 477-2[/3_‘_1 15,0 Larmg * A~
Dys(R) =(—1)' oo =<a) Z\/ @+ D) Crlor0C)ominn Yo (R)

X / Aroridn,1, (1e) Pngty (1o )U(R, T0). (6.61)
0

Comparing Eqs. (6.54) and (6.61) we see that D is related to D according
to

Dyp = (—1)o 8Dy, (6.62)

Additionally, it can be shown that

Door = Dy, (6.63)
and

The relations (6.62), (6.63), and (6.64) allow us to improve computational effi-
ciency of the CCC code.
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6.3.2 Overlap matrix elements

For the evaluation of the overlap matrix elements K,/ 5 and K pro 1t 18 convenient
to express them in the rotating molecular frame and then calculate the integrals
using prolate spheroidal coordinates with the protons being the two focal points.
In the molecular frame the origin of the coordinate system is the midpoint
between the two protons and the z’-axis is chosen to be along R, as illustrated

in Figure 6.2. Coordinates in this frame are denoted with primed variables.

To express K, ; and leﬁ,a in the molecular frame we rotate the angular part

of the pseudostates using the Wigner (small) d-matrix d},,,(0) [76] according to

Yim () =Y Yiy(#)d,,,(O), (6.65)
q
2
r,
r;
R R 2
) 2

Figure 6.2: Sketch of the rotating molecular-frame coordinate system used
for the calculation of overlap and electron-transfer matrix elements in proton-
hydrogen collisions. The two protons lie on the z’-axis with the origin of the
coordinate system at the midpoint between the protons.



Two-centre coupled-channel approach to ion-atom collisions 101

where © is the polar angle of R and is given by

© = arccos <%) = arcsin (%) . (6.66)

Therefore, in the molecular frame K, ; and Iﬁﬁ’a are written as
i(er1—e€ o l * v’
Koyp=e (ear—€p)t Z dma,q,(@)dn’fﬁq(@) /dr'wa, (rr)e™” " abg(ry), (6.67)
a9
and
- i(€qr—€q lgs « * —iv’r!
R = 0t 347 (©)dk ,(0) / drnysy (r)e ™ T (). (6.68)
a4’

In Egs. (6.67) and(6.68) we have changed the integrals over 7, and r;, seen in
Egs. (6.47) and (6.48) respectively, to integrals over 7 (see Figure 6.1). Ad-
ditionally, the exponential terms have been expressed in terms of r using the
relations

re =7+ R/2, (6.69)
and
re =17 — R/2, (6.70)
where v-R = vz = v%t.
Now moving to prolate spheroidal coordinates, the cartesian coordinates of

the electron (z/,y/, 2’) are related to the prolate spheroidal coordinates (1, T, ¢)

according to

o = TP D~ cosep

y = SV 10— )sing,

R
7= YA (6.71)
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where 1 <n <oo, -1 <7 <1, and 0 < ¢ < 27. Using Eq. 6.71 we can express

re and rp, as well as the cosine of their polar angles, according to

ro = \/(z’ — R/2)? + a7

= g(n - T)a

re =/ (2 + R/2)% + 2

R
= 5(7]4‘7’), (672)
and
2 —R/2
0 =
cos 0, o
T — 1
==
7+ R/2
=
cos 0., -
1
_rtl (6.73)
n+T7

In obtaining Eq. (6.72) we set ¢ = 0 in 2’ since r; and 7 are independent of .
Furthermore, to express the dot product v’-7’ in spheroidal coordinates we first

write r, as well as the cosine and sine of its polar angle, as

7,,:‘/’2/2_'_'%-/2
R
:_\/772+T2_17

2
/
cosf. = =
”
_ nr
NEEREE
/
sinf), = -
r

ST -
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Then considering that the polar angle of v’ is given by Eq. (6.66), the dot product

of v’/ and 7’ is given by

v'r’ = vr (sin ) sin 6. cos ¢ + cos b, cosb..)
vb
2

(> —1)(1 —72)cosp + ?777' (6.75)

Concentrating on K, 5, we first express the pseudostates ¢ according to

Eq. (2.25) with the spherical harmonics written as

Yim(6,6) = \/ (2 = D 8 - g ;le(cose)em, (6.76)

where P/ are the associated Legendre polynomials. Then substituting Eqgs. (6.72),
(6.73), and (6.75) into (6.67) we obtain

RS
g g\ Qo + 1)(20 + 1)

SO e
/ dn/ dr(n® — )¢’ 2m¢n ’“(@)ﬁ%% (M)

« Pq/ nr — 1 pt nT + 1 dQOG (n2—=1)(1—72) cos ¢ z(mg m /)cp
e\ p—7) B\ n+1/) )

(6.77)

ICo/ﬁ _62(6 1—eg)t

Note that in spheroidal coordinates the Jacobian is given by R3*(n* — 7%)/8.

Integration over ¢ can be taken if we use the relation

27
/ ei:ccosgoeimcpd(p — QWime(fL')7 (678)
0
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where J,,, is the Bessel function of the first kind. Therefore, Eq. (6.77) becomes

) R3
— i(eqr—€g)t ~~ ,
Koy =e — V@l + 1215 + 1)

> ja-7 (lor — g5 — q)!
21 g (OV(© >\/< T+ )

)
o (B (R

< P <”T_1>P (”T“) Jq_q,<2 N —1>(1—T2)). (6.79)

n—r n+Tt

Following the same procedure, lﬁﬁ,a can be expressed as

RS
K, =eiles et 2y +1)(2, + 1
o = 16M5+>< +1)

)i~ q gls la (lﬂl_q)‘( —4)
y Z dmﬁ,q @)dmaq(e))\/(lﬁ, +¢)(lo +q)!

o i, (129 o, (H20)

(T ("T ) e (SVEE-TA-). 650

n+T n—rT

where we have used the fact that
Im(=x) = (=1)"Jpn(x). (6.81)

The remaining integrals over n and 7 are evaluated numerically using Gauss-

Laguerre and Gauss-Legendre quadratures, respectively.

Finally, comparing Egs. (6.80) and (6.79) we see that K is related to K
according to

IC/BI — ,COLB/ (682)
6.3.3 Electron-transfer matrix elements

The electron-transfer matrix elements Q_, P and Qﬁ/a are evaluated in the same

way as the overlap matrix elements. That is, they are first expressed in the
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rotating molecular frame and then calculated using prolate spheroidal coordi-
nates. Following Section 6.3.2 we express Q,, P and Qﬁ,a in the molecular frame

according to
Qup = pilear—ep)t / dr?, ()™ (Hp + Vip — €3)Va(Te), (6.83)
and

Oy, = il / drily (re)e ™" (Hy + Vo — €0)ta (7). (6.84)

Concentrating first on @, 5, we write Vr as given in Eq. (6.8) and then split

Q. into three terms according to

1
QO!/B = (E — 66) }COCI,B + Xa/ﬁ + ZOl/ﬂ‘ (685)

Here K, 5 are the overlap matrix elements, which are given by Eq. (6.79), and
Xyg and Z,5 are given by

* ’L’Ul 1'/ 1
Koy — cilear eﬁ)tde (©)d.4(0) / dr'g, (i e ™ L), (6.86)

Tr

and
Zyg = elar™ Eaﬁde o mﬁq(@) / dr'yt, (rh)e™ ™ Hpyg(rl).  (6.87)

Expressing X,/ in spheroidal coordinates is trivial as it is simply the expression
for .5, Eq. (6.79), multiplied by 1/r,. Writing 1/r; according to Eq. (6.72)

we obtain

2

R
X,y g =e'Car—ep)t 2l +1)(205 + 1
5 == (2l + 1)(20+ 1)

Lo —
X qu qdm /q mﬁ‘l<6)\/gl ,

+ ¢l + q)!

)
)

<rf (=) p () gy (SVGE= D7) (688)

n—7 n+T7

(s — q)!
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To express Z,p in spheroidal coordinates we first write the projectile atom

Hamiltonian Hp acting on the pseudostate g in the form

HP'I/}[’}(T;) = En,elﬁ (r;)Yzﬁq('f.;)7 (689)

where the function =,; will be discussed below. Then the expression for Z,/3 in

spheroidal coordinates is simply K 5 with ¢y, replaced with =,,,;,. That is

1]2; V@l +1)(25+ 1)

e
[T [ artor =i, (D) 2, , (R

nt—1 nT +1 vb
XPlga/(vy—r)Pé(nJrr) (5\/77—1 1—72)>. (6.90)

Similarly, Qﬂ’a can be written as

Za’ﬁ _ez(e 1—€g)

. 1 3 . _
Qﬁla = (E — Ea) ’CB/O‘ + Xﬁ/a + Z,B’aa (691)
where I@B/a is given by Eq. (6.80), and Xz, and Zs, are given by

Z €gr— ea lgr o * —iv ! 1
By —eles Zdnf (©)dl= (©) / gl e ()

2

A R
— z(eﬁ/—ea)t_ 2 o 1 2la 1
e . \/( g+ )( +1)

)4 d 3o lo (lg — @)!(la — q)!
X Z e @)dmaq(@)\/(lﬁf +¢)(la + q)!

[ oS, () (2122)
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Returning to Eq. (6.89), we will now define the function Z,,(r). We start

|

[1]

by considering the action of the hydrogen atom Hamiltonian on a pseudostate,
which is given by

(—%Vi - %) Ut (7). (6.94)

After separating the radial and angular parts of ¢ according to
Vit (T Z Bl Ria(r)Yim(7), (6.95)

Eq. (6.94) can be expressed as
Zszk (——V2 - —) Rt (1) Y (7). (6.96)
k

Here B! ' . are the expansion coefficients described in Section 2.3.1 and Ry, are

the radial functions
Rkl<r> = fkl(r)/r, (697)

where & are the Laguerre basis functions, defined by Eq. (2.27). The action of
the Laplacian V2 in Eq. (6.96) can be written as

ViR (r)Yim(7) = Vi (F)VaRu(r) + Ri(r) Vi Yim (), (6.98)

where

ViRu(r) = ! d2 §kz( ), (6.99)
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and
(l+1)

r2

viylm('ﬁ) == Yim(’f;) (6‘100)

Therefore Eq. (6.96) can be expressed as

> BlpAu(r)Yim(#), (6.101)
k
where
1 d? (141 1
Ap(r) = —5 ( = r(r) — ( 5 >R(r)) — —R(r). (6.102)
r r
Furthermore, taking the second derivative of the Laguerre functions &;; we obtain

2 . 1/2
%fkl(r) = (%) N (\r) exp(=Nr/2) ()\rLngl()\lr)

(= 20— 2L () + (W D s %) Lzljf(Alr)).

AT
(6.103)
Equation (6.103) can be simplified if we use the relation
“ a+l—-x_, T,
L (x) = TLnﬂ (z) — ELnﬁ(x). (6.104)
Withn=k—1, a =20+ 2, and z = \r we can write
Ar L2 O) = (204 3 — M) LT3 () — (k — 1) L7 2 (), (6.105)
and therefore Eq. (6.103) becomes
0? Nk —1)1 2
ﬁfkl(’r) = (m> )\2(>\l7")l eXp(—AlT/Q)Lzlj_QS()\ﬂ”)
I(l+1) Mk+1 )\2
L(UED ARED AN, (6.106)
72 r

Substituting Eq. (6.106) into (6.102) we obtain the final expression for Ay and

hence =,,;. That is
Zn Z B hia(r (6.107)

where

A2 1)!
Akl(r> — ( > 7)\lr/2L21+3<)\ 7”)

2r 2l+1+k:

_ % (Aj Me+1) 2) R(r). (6.108)

= I
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6.4 Stopping power

In this section we discuss the stopping cross section formula and how it should
appear in the two-centre coupled-channel approach presented in this chapter.
The stopping cross section is related to the stopping power by the density of

target atoms in the stopping medium as shown in Eq. (2.69).

Due to the possibility of electron capture the incident proton can grab an
electron and form a hydrogen atom. This newly formed hydrogen atom will
continue interacting with the stopping medium, losing energy and potentially
losing and gaining electrons many times. For this reason all possible charge
states of the projectile must be considered when calculating the total stopping
cross section for protons incident on atomic hydrogen. The total stopping cross

section for the proton-hydrogen system is therefore given by
S(Ey) = f17 i 4 fHgH°, (6.109)

where ST is the stopping cross sections for a beam consisting entirely of protons
(positive charge), S HY is the stopping cross sections for a beam consisting entirely
of hydrogen atoms (neutral charge), and f " and f H are the positive and neutral
charge-state fractions of the beam, respectively. In this work we neglect the
negative charge state as the probability of H™ formation is insignificant. The
charge-state fractions f%" and f H” are calculated from the total electron-capture
cross section o. in proton-hydrogen collisions and the total electron-loss cross

section o] in hydrogen-hydrogen collisions according to
7 = a1/ (0 + o), (6.110)

and

T =0c/(0c+ ). (6.111)
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This highlights the importance of having a two-centre approach that can provide
accurate electron-capture cross sections. Further details on o, and o) are given
below. Additionally, in this work we consider only the electronic part of the
stopping cross section as we are interested in incident energies above 10 keV
where the nuclear part is insignificant. However, if one is interested in incident
energies below 10 keV, calculation of the nuclear part is trivial and is given by

Eq. (2.77).

The positive-charge-state electronic stopping cross section S?Jr is the result
of three possible energy-loss processes in the proton-hydrogen collision system.
These are excitation and ionisation of the target, and capture of the target
electron to a bound state of the projectile. The stopping cross section is therefore
written as

o Eo+e; d o
SHY(By) = Z(ef—ei)aﬂ—i—/o <€_€i)d_zd€+2(€k_€i+v2/2)0kia (6.112)
f=1 k=1

where ¢; is the energy of the initial state of the target ¢, oy; is the cross section
for excitation to a state f of energy e;, do/de is the single-differential cross
section for ionisation of the electron with energy €, and oy, is the cross section for
electron capture to a state k of energy ;. Additionally, the v?/2 term represents
the kinetic energy of an electron travelling with the speed of the incident proton

after being captured.

To accurately model electron-capture processes we use the two-centre coupled-
channel approach with pseudostates centred on both the target and projectile
described in Section 6.2. For the calculation of the stopping cross section we
only include the continuum pseudostates on the target centre, i.e. we drop
the positive-energy pseudostates from the projectile centre and keep only the
negative-energy ones. This is due to ambiguities in the calculation of the single-

differential cross section in a two-centre approach with continuum states on both
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centres. Such issues have been explored in [73]. With this model the first two
terms in Eq. (6.112) that represent excitation and ionisation become a single
sum over Nt negative- and positive-energy target-centred pseudostates, while
the third term becomes a sum over Np negative-energy projectile-centred pseu-

dostates. Thus we obtain
Nt Np
SR (ep—€)opi+ Y (en— € +v7/2)o. (6.113)
f=1 k=1

Here the cross sections for direct transitions oy; and rearrangement transitions
ok; are obtained by integration of the transition probabilities (6.52) and (6.53)

over the impact parameter according to

o= o /0 pya(b)bdb, (6.114)

and
0

Furthermore, the total electron-capture cross section o., which is required for
the calculation of the charge-state fractions (6.110) and (6.111), is the sum of

all electron-capture cross sections (6.115), i.e.

The neutral-charge-state electronic stopping cross section S(Ifo is the result of
many possible energy-loss processes in the hydrogen-hydrogen collision system.
These are excitation or ionisation of either the target or projectile, simultaneous
excitation or ionisation of both the target and projectile, and excitation of either

the target or projectile with ionisation of the other. Including all these terms
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the stopping cross section is written as

SeHO =2 Z(Ef — GZ‘)O'fZ' + Z Z(Gf — €t € — Gi)O'fz‘,ki
f=1 f#i ki
Eo+e; do FEo+e; Eo+e; do
+ 2/0 (€ = i) de +/0 /0 (€= et — ) ogg dede
S Eo+e; do¢:
+22/ (Ef_eiJre_ei)ﬂde? (6.117)
— Jo de

where ¢; is the ground state energy of the hydrogen atom, oy; is the cross section
for excitation of one hydrogen atom to a state f of energy e, while the other
remains in the ground state, oy;x; is the cross section for excitation of both
hydrogen atoms, one to a state f of energy €; and the other to a state k of
energy €, do/de is the differential cross section for ionisation of one hydrogen
atom to an energy e while the other remains in the ground state, do/dede is the
differential cross section for ionisation of both hydrogen atoms, one with energy
e and the other with energy €', and doy;/de is the differential cross section for
ionisation of one hydrogen atom to an energy e while the other is excited to a
state f of energy e;. Additionally, the factor of 2 in the first, third, and last

terms of Eq. (6.117) is due to the symmetry of the system.

Furthermore, the total electron-loss cross section o1, which is required for
the calculation of the charge-state fractions (6.110) and (6.111), is the sum of
all cross sections corresponding to ionisation of the target atom. Therefore, it
is the sum of the total single-ionisation cross section oy, total double-ionisation

cross section og;, and total ionisation-with-excitation cross section oy, that is
01 = Ogi + 04i + Oie. (6118)

The method used for calculating the cross sections required to obtain the neutral-
charge-state electronic stopping cross section and the total electron-loss cross

section is described in Chapter 7.
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6.5 Chapter summary

The theoretical framework of the two-centre semiclassical convergent close-coupling
approach to proton-hydrogen collisions has been presented. Starting from the
exact Schrodinger equation and using a more general expansion for the total scat-
tering wave function we have derived the standard two-centre coupled-channel
scattering equations without the introduction of electron translation factors.
Direct-scattering matrix elements are evaluated in spherical coordinates while
overlap and electron-transfer matrix elements are evaluated in prolate spheroidal
coordinates. The electronic stopping cross section in a two-centre coupled-
channel approach to proton-hydrogen collisions has been discussed. Not only
does it require the calculation of proton-hydrogen scattering but it also requires

the calculation of hydrogen-hydrogen scattering.



Chapter 7

Theory of hydrogen-hydrogen
collisions for stopping power
calculations

7.1 Introduction

In this chapter we will present details of our theoretical approach to modelling
the collision of two hydrogen atoms for the purpose of calculating the stopping
power. These calculations are necessary if one wishes to obtain the total stopping
cross section for proton collisions with hydrogen, as discussed in Section 6.4.
When a hydrogen atom collides with another hydrogen atom there are many
different processes that can occur, with some being more difficult to calculate

than others. The possible processes that can occur are:

e Excitation or ionisation of one atom while the other remains in the ground

state:

H(1s) + H(1s) — H(1s) + H(nlm),

H(1s) +H(1s) — H(1s) + H" + ¢

114
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e Simultaneous excitation or ionisation of both atoms:

H(1s) + H(1s) — H(nlm) + H(n'lI'm’),

H(1s) + H(1s) = H" + e~ + H" + e

e [onisation of one atom with excitation of the other:

H(1s) +H(1s) — H(nim) + H* + e~

Below we will describe two methods that are used to solve the hydrogen-hydrogen
scattering problem. The first method is the FBA, which has previously been
applied to H-H collisions by Bates and Griffing [27-29]. Although the Born
approximation does not take into account the coupling between channels, it
has the benefit that all energy-loss processes can be calculated relatively eas-
ily. The second method is a single-centre coupled-channel approach. Unlike the
Born approximation, this method does take into account the coupling between
channels. However, since it is a single-centre approach, we assume that one
atom remains in the ground state, meaning only energy losses associated with
single-electron excitation and ionisation are included. Although we have devel-
oped a two-centre approach to the three-body proton-hydrogen collision system,
presented in Chapter 6, extension of the method to the four-body problem of

hydrogen-hydrogen collisions is complicated and still under development.

For collisions of hydrogen with hydrogen we use the coordinate system il-
lustrated in Figure 7.1, where r is the position of the target electron relative to
the target nucleus (T), 7’ is the position of the projectile electron relative to the

projectile nucleus (P), and R is the position of P relative to T.
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Figure 7.1: Coordinates used for a system of two hydrogen atoms. The projectile
and target nuclei are denoted as P and T, respectively.

In what follows we will first present the theoretical details of the Born ap-
proximation, including derivation of analytic formulas for the transition ampli-
tudes. Then we will outline the single-centre coupled-channel theory. Details
of the stopping power in both the Born approximation and coupled-channel ap-
proach will be discussed. It should be noted that the cross sections for symmetric

processes are equal.

7.2 Born approximation
7.2.1 Transition amplitude

In the Born approximation the transition amplitude for the scattering process

H(1s) + H(1s) — H(«) + H(5)
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is given by

Top :/// drdr' dR (1) (r )i (7)) (r') e R

(G w0
Here K = k; — ky is the momentum transfer vector, where k; and k; are the
initial and final momenta of the projectile, respectively. In the Born approxima-
tion we will choose K to be along the z-axis. Additionally, o and 3 represent
the final states of the target and projectile atoms, respectively. If the final state
of the target is a bound state then a = n,l,m,, where n, [, and m are the princi-
pal, orbital, and magnetic quantum numbers, and 1, = ¥, 1.m, 1S an eigenstate
wave function of the hydrogen atom. On the other-hand, if the final state of the
target is a continuum state then we use the momentum of the ejected electron
k. as the channel index, i.e. a = k., and ¥, = 1, is the two-body Coulomb
wave function (see below). Similarly, if the final state of the projectile is a bound

state then 5 = nglgmg, and if it is a continuum state then g = k..

One benefit of the Born approximation is that Eq. (7.1) can be evaluated
completely analytically. We start by writing the Coulomb potential 1/r as the

Fourier transform of its momentum-space representation according to

1 4 ,
- = (2#)_3/dkk—72re_lk'r. (7.2)

r

Now substituting Eq. (7.2) into (7.1) we obtain

= on) [[[[ arar'aman virys s

X — ( —ik-R _ —ik:(R+r') _ —ik-(R-7) +e—ik-(R+r/—r)>
—(2n) / [[] ararari o)y
X — (1 — e’Lk 7‘) (1 . e*lk'r' ) (73)
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Integration over R can be performed using the relation
/d’f'ei(k_k,)'r = (2m)%5(k — k'), (7.4)
where §(k — k') is the Dirac-delta function. Therefore, Eq. (7.3) becomes

T = [ [ [ drdr'aivutryuoyin. s - k)

) 3T (1 ey (1= k). (7.5)
Furthermore, considering the relation

/ de (k) (k — k) = F(K), (7.6)

integration over k can be performed to obtain

Tos =55 [ drontr)a(n) (1= 57 [ oo - e ). @)

Lastly, taking into account the orthogonality of the wave functions, the transition

amplitude becomes

4

Top = g2

(Ga1s = FalK)) (9515 = Fo(=K)), (7.8)

where
F(K) = / drip(r)l (r)e ™. (7.9)
The function F, will be referred to as the individual-atom amplitude. It can be

determined analytically for both excitation and ionisation processes, as will be

shown in the following sections.

7.2.2 Evaluation of excitation amplitudes

Here we discuss how the individual-atom amplitudes F for transitions to bound
states are evaluated. As stated, we choose K to be aligned along the z-axis.

This results in non-zero amplitudes only when the change in magnetic quantum
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number is equal to zero. Since we are interested in the case where both atoms are
initially in the ground state, only final states with m = 0 need to be considered.
Specifically, in this work we will consider transitions to states with n < 8 and
[ < 3. For excitation transitions both the initial- and final-state wave functions
are obtained from the general expression for the wave functions of the hydrogen

atom. That is
wnlm(r) = Rnl(r)YZm('f'), (710)

where R,; are the radial functions

and Y}, are the spherical harmonics

Vi (6, &) = \/ <2l4jr D 3 - Z; iplm(cose)eimqﬁ. (7.12)

Here Lffjﬁl and P/ are the the associated Laguerre polynomials and Legendre

polynomials, respectively. Utilising the above expressions, Eq. (7.9) becomes

Fu(K) = / drRlO(r)\/%Rnl (r)Y(r)eEr. (7.13)

The plane wave is expanded according to [76]
iKr 7. * > ~
et =Ar Z i gu(Kr)Yy  (K) Yy (7), (7.14)
l/ /

where 7j; is the spherical Bessel function of the first kind. Substituting Eq. (7.14)
into Eq. (7.13) and considering the orthogonality of spherical harmonics (2.54),

integration over # can be performed, which gives
FulK) = iVar Vi(K) / Y2dr Rao(r) Rua(r)ju(K). (7.15)
0

Since K is aligned along the z-axis

(7.16)
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and therefore Eq. (7.15) becomes
Full) = VATET [ 7 Rar) Ra(r)(K) (717)
0

The remaining expression can be evaluated analytically using Mathematica for
all transitions. As mentioned above, we calculated the amplitudes for transitions
to states with n < 8 and [ < 3. The amplitudes were previously calculated by
Bates and Griffing [27] for transitions up to the 3d state only. As an example,

the 1s, 2s, and 2p individual-atom amplitudes are given by

16
256212
and
. 384V2K

These amplitudes can be used to calculate single- and double-excitation
processes. For transitions involving ionisation of one or both of the atoms we

need to evaluate F when the final state is the Coulomb wave function.

7.2.3 Evaluation of ionisation amplitudes

For transitions to continuum states we take the final-state wave function to be
the two-body Coulomb wave function

U (1) = (2m) "2 ™P0(1 — in)e™* ™ Fy (in; 1; —iker — ike - 7), (7.21)

where I' is the Gamma function, | F} is the confluent hypergeometric function,

and 7 is the Sommerfeld parameter, which for hydrogen is given by

n=—1/ke. (7.22)
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To evaluate individual-atom amplitudes we first note that Fj, is the Fourier

transform of

(2m)* 2 (r )i (7). (7.23)

It was shown in Refs. [92, 93] that the Fourier transform of the Coulomb wave

function 1/;;; is calculated according to
U, (K) = lim (27T>3/2/d”/’k ()etr T
e pay .

= —lim 2 4_7Te—7rn/2 — [k’2 — (ke — iy)Q]_in
=i ((27?)3 I'(1—in) T Vz]l_m> . (7.29)

Therefore, since 1, = e™"/+/m, we can utilise Eq. (7.24) to write Fg, as
2m)32 0 An [K? — (ke + )"
ﬁ v (27‘() [(ke + K)Q 4 V2]1+7277
2/ (K2 = (ke + )"
—= e >
m (ke + K)2 + 1)
y ((1 i) [K® — (ke +0)°] + (1 — in)[(ke + K)* + 1]) (7.25)
[(ke+K)2+1HK2_(ke+i)2] ' '
With K directed along the z-axis Eq. (7.25) becomes

Fi (K) =— ( 36_“"/2F(1 +in)

v=1

“m20(1 + in)

(K2 — (e + 0]
(K2 + k2 + 2Kk, cos Oy, + 1]/
K [K + cos O, (ke +1)]

2
“ K2 1 k2 £ 2Kk, cos Oy, + 1J[K2 — (ke +1)2] (7:20)

Fr. (£K) = I(1—i/ke)

V2 on
s

where 0y, is the polar angle of the ejected electron and Eq. (7.22) is used for
1. The above amplitude can be used to calculate single- and double-ionisation
processes. Also, when it is used in combination with the excitation amplitudes

presented in Section 7.2.2 ionisation-with-excitation processes can be calculated.

Additionally, since we are interested in the cross section it will be useful to

define the modulus squared of Fj_ . Using the relationships

ID(1—i/k.))? = kﬂecsch@r/ke), (7.27)
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and

“K2 (ko +1)7] —i/ke|® _ (RArELI ~(herki)?] ke (7.28)

we may write | Fg,|” as

5
| Fie, (£ K)|? 22—kicsch(ﬁ/k;e)e(”“Arg[KQ—(keH)z])/ke
T e

5 K? (K =+ ke cos 0y, )* + cos?® 0y,
(K2 + k2 £ 2K ko cos Oy, + 1]*[(K2 — k2 4+ 1)? 4+ 4k2]’

(7.29)

where Arg(z) is the principal argument of z. Furthermore, as we are not inter-
ested in cross sections that are differential in the angle of the electron it will
prove useful to evaluate the integral of Eq. (7.29) over .. First, let’s define

the function

1.(K) = [ 0w | (KO (7.30)
Integration over cos 8y, is performed according to
/1 i (K tke2)’+2%] 2 [K? + (k2 +1)] | (731)
L [K24E2E2Kkez + 1) [(K2 — k2 +1)2 + 4k2)°
Therefore, we obtain the expression
Z,..(K) :27CSCh(,/T/ke)e(Tr+2Arg[K2—(k:e+i)2})/ke K [Kz + %(kc? + 1)} (7.32)

ke [(K2 — K2+ 1)2 + 4k2)°
7.2.4 Stopping power

Details of the stopping cross section for hydrogen-hydrogen collisions has been
presented in Section 6.4. To obtain the stopping cross section the scattering
cross sections for single excitation, double excitation, single ionisation, double
ionisation, and ionisation with excitation must be calculated. Here we show how
these scattering cross sections are obtained from the Born transition amplitudes

described above.
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Firstly, the single excitation cross section, in which one atom is excited
to state o = nyl, while the other remains in the ground state, is calculated

according to

Onala = 5 k:2 / Tt 15 KdE. (7.33)

Secondly, the double-excitation cross section, in which one atom is excited to
state a = n,l, and the other is excited to state 8 = ngls, is calculated according

to
2
1
Onalamsls = W/|Tnaza,n51ﬁ|2KdK. (7.34)

Thirdly, the differential cross section for single ionisation, in which one atom
is ionised with energy e = k2/2 while the other remains in the ground state, is

calculated as

do L
= = ke 05 k;2/ T 1P KdK dQy, . (7.35)

Fourthly, the differential cross section for ionisation with excitation, in which one
atom is ionised with energy ¢ = k2/2 and the other is excited to state a = nyl,,

is calculated as

dUnala

de

k 2'“]{;2 / ‘Tnala,kCPKdeQkC' (736)

Lastly, the differential cross section for double ionisation, in which one atom is
ionised with energy € = k2/2 and the other is ionised with energy € = k'%/2, is

calculated according to

do
dede’ - e 82 ]{32 /// |Tke k/l KdeQk Qk’ (737)

In Eqgs. (7.33)-(7.37), the integrals over K range from Kyin = ki — kf t0 Kypax =

k; + k¢ and are evaluated numerically. The final momentum of the projectile k¢
is obtained from the energy-conservation law and depends on the final states of
the atoms. Also, the integrals over {2, are evaluated analytically as described

in Section 7.2.3.
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Furthermore, as discussed in Section 6.4 the total electron-loss cross section
is required for the calculation of the charge-state fractions (6.110) and (6.111).
In turn, the latter are required for the calculation of the total stopping cross
section in proton-hydrogen collisions. The total electron-loss cross section is the
sum of the total single-ionisation cross section oy, total double-ionisation cross
section og;, and total ionisation-with-excitation cross section oj., as shown in

Eq. (6.118). These cross sections are calculated according to

Eo+e1s do
si = _d 9 738
7 /0 de (7.38)
EO+€15 EO+€1S do-
= dede’, 7.39
od /0 /0 dede € ( )
and
Eo+ers dUn I
T = —=de, (7.40)
n(X7lOt

where FEj is the incident energy of the projectile.

It is noted that calculation of scattering cross sections for all transitions has
been performed and excellent agreement with the results of Bates and Griff-

ing [27-29] is obtained when the same number of states is used.

7.3 Single-centre coupled-channel approach

In this section we present the details of the single-centre coupled-channel ap-
proach used to model the collisions of hydrogen with hydrogen. The method
is referred to as the convergent close-coupling approach. However, as stated,
in this model we assume the projectile atom remains fixed in the ground state
throughout the collision. Again we use the semiclassical approximation, treating
the target electron fully quantum-mechanically and the motion of the projec-
tile classically. It is assumed the projectile follows the straight-line trajectory

described by Eq. (2.1), that is R(t) = b + vt.
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With the projectile atom fixed in the ground state the total scattering wave
function is expanded in terms of a complete set of N target pseudostates v,
according to

N

U= 37 Au(o) i (r)i, (), (7.41)

a=1
where o denotes the target electronic state, o is the relative position of the pro-
jectile and target centre-of-mass, k, is the projectile-target relative momentum
in channel «, and A, are the expansion coefficients that contain all information
about the scattering process. The pseudostates 1), are those described in Sec-
tion 2.3.1, that is they are Laguerre-based pseudostates that model both bound

and continuum states of the target.

7.3.1 Scattering equations

The set of single-centre coupled-channel differential equations that describe the
scattering system are obtained in the same way as in Section (2.2), therefore the

procedure will not be repeated.

Briefly, the total scattering wave function (7.41) satisfies the Schrédinger

equation
HY = EV, (7.42)

where the total energy of the system FE is given by

2

E= ﬁ + €q + €1, (7.43)

and the total Hamiltonian H is written as

1
H = —2—v3 + Hr + Hp +V, (7.44)
o



Theory of hydrogen-hydrogen collisions for stopping power calculations 126

where p is the reduced mass of the hydrogen-hydrogen system. Here Ht and

Hp are the target and projectile Hamiltonians

1 1
Hp=—-V2 -~ 7.45
T zvr 7“’ ( )
and
1 1
Hp=--V, — —. 7.46
P 2 r TJ ( )
Also, V is the projectile-target interaction, which is given by
1 1 1 1
V==- - . 7.47
R |R - |R+’r’|+|R+r’—r| (7.47)

Substituting the scattering wave function (7.41) into the Schrédinger equa-
tion (7.42) and following Section 2.2 we will arrive at the final set of coupled-

channel differential equations

,dAa/(t, b) al i(eqr—€a)t. /
T D O

(7.48)

Equation (7.48) is solved with the condition that the target is initially in the
ground state, i.e. Ay (t = —o00,b) = 1. The dependence of A, on the
orientation of b can be factored out according to Eq. (2.23). Therefore, the

probability for transition of the target into some final state f is
ps(b) = |Af(t = +o0,b) %, (7.49)

where Af(t = +00,b) is the probability amplitude. Additionally, due to the
symmetry of the system the probability of the target transitioning to a state f
while the projectile remains in the ground state is equal to the probability of
the projectile transitioning to a state f while the target remains in the ground

state.
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7.3.2 Evaluation of transition matrix elements

The transition matrix elements are defined as

V ( % ¢18’V(T ’l" R)lwls¢a>
/ / drdr 7 () o (F)0, (7 ()

1
— . 7.50
X(R |R—r| |R+r’|+|R+r’—r]) (7:50)
To evaluate Eq. (7.50) we first write V,,, in the form

Vya(R) = / dr i (1)a(r)V(r, B), (7.51)

where V is the effective potential

VRS / / ]' 1 1 1
V(T7R> :/dr¢15<7')¢1s("“) (E_ |R—’r| - |R+,r./| + |R+,r.l_,r.|) ’
(7.52)

With V., now in the form of Eq. (7.51) we take a similar approach to that
presented in Section 2.4.1 for the evaluation of antiproton-hydrogen transition
matrix elements. That is, we start by expanding V in partial waves according

to
V(r,R) =47 Y Us(r, R)Yy,(R)Yau(#), (7.53)
Ap
where U, is a radial function that will be defined below. Inserting our expression

for the hydrogen pseudostates (2.25) and the expansion (7.53) into Eq. (7.51)

we obtain

< [ AV (Y (PYA () (7.54)
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The angular integration is performed using Eq. (2.49), and therefore Eq. (7.54)

reduces to

4 2l m H
Vaa(R) = al + Z V(2A+1 Cz“omCll;t;muY* (R)

X / drr®én,_1, (1) Pnats (1)UL (1, R). (7.55)
0

The remaining radial integral is evaluated using Simpson’s rule and A and p are

limited by the Clebsch-Gordan coefficients.

We now turn our attention to the radial function Uy. To find an expres-
sion for U, we must first evaluate the effective potential V. Considering the

orthonormality of the hydrogen wave functions, one can write Eq. (7.52) as

L1 ) | [ )
V(r,R) — /d o /d et (@50

We now consider the general integral

/wls( /)w18< /)
/ e (7.57)

where X can be either R or R — r. Inserting the 1s hydrogen wave function
U1, = €% //7 into Eq. (7.57) and expanding 1/|X + 7'| in a similar manner

to Eq. (2.46), we obtain

1_42 >l * (X) / dr'e™ 2" Uy (X, 7)Y (71), (7.58)

20+ 1 Yim
where
Xl
T if X <7/,
r
U(X, 7"’) = . (7.59)
X:H if X >,

Angular integration is performed using the relation

/ APY i (7) = VAT 6100mo. (7.60)
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As a result Eq. (7.58) becomes
1:4/ dr'r?e” " Uy (X, ). (7.61)
0

Inserting Eq. (7.59) into (7.61) and splitting the integrand, the final expression

1 / 1
] — 4 _ d / /2 2r / d / /2 —27‘
(X/o . * X o T

1 6—2X

=<~ ¢ 1+X). (7.62)

for I is

Finally, utilising Eq. (7.62) with X = R and X = |R — r|, we obtain

—2R 672\R77‘|

B (1+R)— R

V(r,R) = (1+|R—r7|). (7.63)

Having evaluated )V we can now move on to determining . For this we

start from the expansion [76]

eikr . . R R
— =dmik Y (k)b (ko) Y, (71) Vi (72). (7.64)
where r = |r; — 75| and r; < 9. Also, j; and hl(l) and the spherical Bessel

and spherical Hankel functions of the first kind, respectively. Taking k = 2i in
Eq. (7.64) we obtain

= —8rm Z]l 2ir )A\" (2ir) YiE, (1) Yim (P2). (7.65)

Additionally, we can write

o 0 ek

i : (7.66)

k=2i
where the derivative of Eq. (7.64) with respect to k is given by

2 eikr
ok r

—4miy [jl(krl)((2l+ DAY (kry) — kroh, (Kry))

lm

— krujia (k)b (ko) | Y, (P)Yin (7). (T67)
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Therefore, we obtain the expansion

e =4y [jl(Qirl)((% + DAY (2iry) — 2irah(Y) (2ir))

Ilm

= 20 (2ir ) B (2ir) | Yiry (71) Vi (7).

130

(7.68)

To avoid the need for complex arithmetic we write the spherical Bessel and

spherical Hankel functions, j; and hl(l), in terms of the modified spherical Bessel

functions of the first and second kind, i; and k;, respectively. That is,
gitiz) = itiy(x),
and
WV (iz) = —i "'k
1 = 1(@).

Therefore, Egs. (7.65) and (7.68) become

€—2T

=87 Z i(2r1)ki(2r2) Yy, (F1) Yo (P2),

lm

r

and

e~ =A4r Z [il(2r1)(2r2kl+1(2r2) — (214 1)/€l(27“2))

lm

— 2T1il+1 (27"1)]4)[ (27“2) Y};(’T‘Al)}/}m (’f'g) .

Lastly, summing Eqs. (7.71) and (7.72), we obtain the expansion

6—2r

(1+7)=dr > [il(er)(Qrgkle(Qrg) — (21 = Dk (2ry))

Ilm

r

— 2r1il+1(2rl)kl(2r2) Y}E(ﬁ)%m(’ﬁz)

(7.69)

(7.70)

(7.71)

(7.72)

(7.73)

We state again that r = |r; — | and r; < ry. Finally, comparing Eq. (7.73) to
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(7.53) and (7.63) we see that Uy can be written according to

([ix(2R) (2rkai1 (2r) — (2X — D)kn(2r))

Com —2Rix1(2R)kx(2r)] if R<nw,
Un(r, R) = 5”63 (1+R) -
[ix(2r) (2Rkx41(2R) — (2X — 1)kx(2R))
([ —2rixi1(2r)kA(2R)] if R>r.
(7.74)

7.3.3 Stopping power

Details of the stopping cross section for hydrogen-hydrogen collisions has been
presented in Section 6.4. Here we show how it is calculated in the single-centre

coupled-channel approach described above.

In our single-centre model one atom is fixed in the ground state meaning
only energy losses due one-electron processes can be accounted for. The first
and third terms of Eq. (6.117) represent the stopping cross section associated
with single excitation and ionisation, respectively. Therefore, the single-centre

stopping cross section for hydrogen-hydrogen collisions 5'?0 is written as

[e.9]

§ =23 (ef —e) +2/E0+q( _eydoy (7.75)
= € € )0 i € €; €. .
¢ st f f 0 de

As discussed in the previous chapters, since we discretise the continuum the sum
and integral in Eq. (7.75) become a single sum over N negative- and positive-
energy pseudostates. Therefore, the stopping cross section in a single-centre

coupled-channel approach is

SHY — 9 Z € — €)0 . (7.76)

N
(
f=1

Here the transition cross section oy; is obtained by integration of the transition
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probability (7.49) over the impact parameter, that is

o= 27?/0 pyi(b)bdb. (7.77)

Furthermore, the total single-ionisation cross section oy, required for the
calculation of the total electron-loss cross section (6.118) and the charge-state

fractions (6.110) and (6.111), is calculated according to

N
Osi = Z T fi- (7.78)

f,€f>0
When using the single-centre coupled-channel approach it can be useful to

include two-electron processes that are calculated using the Born approximation.

7.4 Chapter summary

Details of the Born approximation and the single-centre semiclassical convergent
close-coupling approach to modelling hydrogen-hydrogen collisions have been
presented. In the Born approximation analytic expressions for excitation and
ionisation transition amplitudes have been derived. This approach allows one
to calculate both one- and two-electron processes. In the single-centre coupled-
channel method we assume one atom to be fixed in the ground state. Therefore
only one-electron processes can be accounted for. Details of calculating the

stopping cross section in both approaches have also been presented.

In the following chapter results of stopping cross section calculations for
proton and atomic hydrogen collisions with hydrogen atoms will be presented.
The hydrogen-hydrogen stopping cross section will be combined with the proton-
hydrogen one to yield the total stopping cross section for a beam of protons

passing through hydrogen.



Chapter 8

Proton stopping in hydrogen

8.1 Introduction

In this chapter calculations of the stopping cross section for proton and hydro-
gen collisions with atomic hydrogen will be presented. The two stopping cross
sections will be combined to yield the total stopping cross section for protons
travelling through hydrogen. Results of calculations will be compared to existing

theoretical and experimental data.

There is currently no experimental data for proton stopping in atomic hy-
drogen. For this reason theoretical calculations are usually compared to experi-
mental measurements involving a molecular hydrogen target. Measurements of
the stopping cross section for protons passing through a Hy gas, which cover the
range from 10 keV to 2 MeV, have been performed by Reynolds et al. [94], Reiter
et al. [95], and Golser and Semrad [96].

The first theoretical study of proton stopping in atomic hydrogen was per-
formed by Dalgarno and Griffing [24]. They applied the FBA to calculate the
proton-hydrogen and hydrogen-hydrogen stopping cross sections. Rearrange-

ment processes in the case of proton-hydrogen scattering and two-electron pro-

133
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cesses in the case of hydrogen-hydrogen scattering were included. The results
were combined by weighting each contribution by its charge-state fraction to
obtain the total stopping cross section. Agreement with the experimental data
for proton-Hsy was obtained above 120 keV, however their calculations underes-
timated the data at low energies. This discrepancy was attributed to the failure

of the Bragg additivity rule in the proton-hydrogen fraction.

Schiwietz [39] performed single-centre coupled-channel AO calculations for
the proton fraction of the beam. They used the FBA calculations for the hy-
drogen fraction (including only single-excitation and single-ionisation processes)
and the experimental Hy charge-state fractions of Allison [97] to obtain the total
stopping cross section. Agreement with the calculations of Dalgarno and Griff-
ing [24] above 125 keV was obtained. Also, agreement with experiment within
5% was obtained at low and high energies, however results underestimated the
experiment by 10-15% at intermediate energies. It was suggested that the dete-
rioration was due to an inaccurate ionisation cross section in hydrogen-hydrogen

collisions as electron-electron correlations were neglected.

Schiwietz and Grande [40] further developed the aforementioned work of
Schiwietz [39] by replacing the single-centre AO results below 30 keV with two-
centre (AO+) ones, which included electron capture. The result was a significant
reduction in the proton-hydrogen stopping cross section in this region. Addi-
tionally, a screened potential was used to perform AO calculations for hydrogen-
hydrogen collisions, including only single excitation and single ionisation. Con-
tinuing to use the experimental H, charge-state fractions, these authors achieved
5% agreement with the Hy stopping-power experiments over the whole energy

range from 10 keV to 500 keV.

Fainstein et al. [32] used the CDW-EIS model to calculate the stopping cross
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section for protons impinging on atomic hydrogen. When combined with the
FBA hydrogen-hydrogen results of Dalgarno and Griffing [24] good agreement
with experiment was obtained above 70 keV. Disagreement with the experiment
below 70 keV was attributed to the usage of the FBA in the hydrogen-hydrogen
channel. Agreement with all previous calculations was obtained above 125 keV,

however, different results were obtained below this.

In this chapter we present stopping cross section calculations for proton and
hydrogen collision with atomic hydrogen. The stopping cross sections from both
the positive and neutral charge-states of the projectile will be combined to yield
the total stopping cross section for protons passing through hydrogen. For the
proton fraction we use the two-centre time-dependent CCC method, described in
Chapter 6. These calculations improve upon the work of Schiwietz and Grande
[40] by employing a two-centre approach over the whole energy region considered
as well as by including more target and projectile states in the expansion of the
scattering wave function. For the hydrogen fraction we use two approaches,
the first is the FBA and the second is the single-centre time-dependent CCC
method. Both are described in Chapter 7. The Born approximation allows
one to include the one-electron processes of single excitation and ionisation and
the two-electron processes of double excitation, double ionisation, and ionisation
with excitation. These calculations improve upon those of Dalgarno and Griffing
[24] by including excitations up to the n = 8 shell. In the single-centre CCC
approach we are only able to model one-electron processes, however coupling

between channels is included.
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8.2 Proton-hydrogen stopping cross section

In this section we present calculations of the stopping cross section for proton-
hydrogen collisions. Convergence of the stopping cross section for increasing
basis size is investigated. Then we present our final calculations compared to

existing theories. The Barkas effect is also investigated.

8.2.1 Convergence studies

As previously discussed in Chapter 3, it is important to demonstrate conver-
gence in the stopping cross section by increasing the size of the underlying basis
used in the expansion of the scattering wave function. Here we investigate con-
vergence of the electronic stopping cross section in terms of the basis parameters
lmax, the maximum value of orbital angular momentum included in the expan-
sion, and Nyay, the maximum number of basis functions for [ = 0, at incident
energies of 10 keV, 100 keV, and 1000 keV. The number of basis functions for
each [ is N; = nyax — (. For proton-hydrogen scattering we use a two-centre
expansion, this means the scattering wave function is expanded in terms of both
target and projectile states. For the target we use all states generated with the
parameters [, and ny,.., however, for the projectile we only use bound states.
That is, we only use states with a negative energy that are generated with the
basis parameters ly.x and ny.,. This way the continuum of the target and both
the target and projectile discrete states are accurately represented, while the
ambiguity associated with calculating the single-differential cross section when
continuum states are placed on both centres is eliminated. Also, in all calcula-
tions the basis function exponential fall-off parameter )\; is chosen to be 2 for all

[, which is optimal for the ground state.
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Figure 8.1: Convergence of the electronic stopping cross section for protons
incident on hydrogen with increasing [y, for ny.x = 30 at incident energies of
10 keV, 100 keV, and 1000 keV.

Convergence is studied in the same way described in Section 3.2.1. First,
we fix the basis parameter n,,, at some large value and systematically increase
Imax- Figure 8.1 shows the convergence of the electronic stopping cross section for
proton-hydrogen collisions with increasing .y, while n.,., is fixed at 30. From
this figure we see that convergence with increasing [, is faster at lower incident
energies. At 10 keV, 100 keV, and 1000 keV incident energies the stopping cross
section has converged to within 0.08%, 0.23%, and 1.4%, respectively.

Now we investigate convergence of the electronic stopping cross section with
increasing nuyax. Figure 8.2 shows the convergence of the electronic stopping
cross section with increasing Ny, while [,y is fixed at 8. From the figure we
see that at 10 keV convergence is achieved with an n,., as low as 10, whereas
at 1000 keV the stopping cross section gradually increases up until ny., = 30.

Based on the difference between the last two data points, the stopping cross
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Figure 8.2: Convergence of the electronic stopping cross section for protons
incident on hydrogen with increasing ny.x for l,.« = 8 at incident energies of

10 keV, 100 keV, and 1000 keV.

section has converged to within 0.05%, 0.23%, and 0.19% at 10 keV, 100 keV,
and 1000 keV incident energies, respectively. From Figures 8.1 and 8.2 it can
be concluded that a basis with ny,., = 30 and l,., = 8 produces sufficiently

convergent results for the electronic stopping cross section.

8.2.2 Results of calculations

The convergent basis parameters discussed above result in a total of 1896 target
states and 159 projectile states to be used in the solution of the coupled-channel

differential equations (6.44).

In Figure 8.3 we present our result for the proton-hydrogen electronic stop-
ping cross section together with the calculations of Dalgarno and Griffing [24],
Schiwietz [39], Schiwietz and Grande [40], and Fainstein et al. [32]. We use
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Figure 8.3: Electronic stopping cross section for protons incident on hydrogen.
The two-centre CCC calculations are compared with the results of Dalgarno
and Griffing [24], Schiwietz [39] (AO), Schiwietz and Grande [40] (AO+), and
Fainstein et al. [32].

the two-centre CCC approach, meaning energy losses due to electron-capture
processes are explicitly included, as well as energy losses due to excitation and
ionisation. The CCC results are in good agreement with the FBA calculation
of Dalgarno and Griffing [24] above 50 keV. They are also in good agreement
with the AO calculations of Schiwietz [39] and the CDW-EIS calculations of
Fainstein et al. [32] above 130 keV. Furthermore, in the lower energy region we
obtain reasonable agreement with the two-centre AO+ calculations of Schiwi-
etz and Grande [40]. The fact that the AO+ results are slightly lower than
the CCC ones above 15 keV is likely to be due to the inclusion of more tar-
get and projectile states in our calculations compared to those of Schiwietz and
Grande [40]. In addition, comparing the single-centre AO calculations of Schi-

wietz [39] to the two-centre CCC and AO+ calculations we see that the explicit
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inclusion of electron-capture channels results in a significant difference in the

proton-hydrogen electronic stopping cross section below 100 keV.

Individual contributions to the stopping cross section are presented in Fig-
ure 8.4. This figure demonstrates that below 35 keV energy loss due to momen-
tum transfer to the electron during electron capture is the dominant contribution
to the stopping cross section, whereas above 35 keV the dominant contribution
is due to ionisation. Additionally, it shows that energy losses associated with
excitation of the target make a substantial contribution over the whole energy

region, while electron-capture processes make a significant contribution only

below 60 keV.
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Figure 8.4: Individual contributions to the proton-hydrogen electronic stopping
cross section. The curves labelled “Excitation” and “lonisation” are the stop-
ping cross sections associated with excitation and ionisation of the target atom,
respectively. The curves labelled “Electron capture” and “Momentum trans-
fer” are the stopping cross sections associated with electron capture and the
momentum transferred to the electron during electron capture, respectively.
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8.2.3 Barkas effect

Before moving on to results for the hydrogen-hydrogen stopping cross section,
we shall take a brief detour to consider the Barkas effect in relation to our
calculations for the antiproton-hydrogen and proton-hydrogen stopping cross

sections.

As discussed in Section 1.2, the first formula for calculating the stopping
cross section, which was obtained by Bethe [19], is proportional to the square of
the projectile charge. Therefore, it predicts no difference in the stopping cross
section of a charged particle penetrating matter when compared to its antipar-
ticle. However, in 1963 Barkas et al. [22] experimentally observed a difference
in the ranges of positive and negative ¥ hyperons and predicted that slow neg-
ative hyperons lose energy at a lower rate than do positive particles of the same
velocity. This difference in the stopping cross section between positively- and
negatively-charged particles has become know as the Barkas effect and has since

been the subject of many further studies.

Based on our calculations of the antiproton-hydrogen and proton-hydrogen
stopping cross sections presented in Sections 3.2.2 and 8.2.2, respectively, we can
draw some conclusions in relation to the Barkas effect. Comparison between the
two stopping cross sections is shown in Figure 8.5a. It can be seen that the two
stopping cross section are approximately the same above 1 MeV incident energy,
however, below this the proton stopping cross section is larger. This is consistent
with the the statement of Barkas et al. [22] that the negatively-charged particle
loses energy at a lower rate. In addition, the figure shows that the peak of the
stopping cross section for protons is more pronounced. It should be emphasised
that the proton-hydrogen stopping cross section shown in Figure 8.5a is that of

the positive charge state only. Furthermore, in Figure 8.5b the relative stopping
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Figure 8.5: The Barkas effect. (a) Comparison of calculated stopping cross
section for proton and antiproton collisions with hydrogen. (b) Relative stopping
cross section for proton and antiproton collisions with hydrogen, AS/S = (SP —
SP)/SP.

cross section, AS/S = (SP — SP)/SP. is presented. This quantity is useful for

analysing the Barkas effect. From the figure we see that the significance of the

Barkas effect peaks at 30 keV incident energy.

8.3 Hydrogen-hydrogen stopping cross section

In this section we present calculations of the stopping cross section for hydrogen-
hydrogen collisions. For the single-centre CCC calculations convergence with
increasing basis size is investigated. For the Born calculations convergence of
the stopping cross section for increasing number of excited states is investigated.

Then we present our final calculations in comparison with existing theories.

8.3.1 Convergence studies

As discussed above in Section 8.2.1, it is important to demonstrate convergence
in the stopping cross section by increasing the size of the basis used in the

expansion of the scattering wave function. Here we investigate convergence of
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the CCC electronic stopping cross section in terms of the basis parameters [,
and Nyax (see Section 8.2.1 for description) at incident energies of 10 keV, 100
keV, and 1000 keV. In all calculations the exponential fall-off parameter \; of

the basis functions is chosen to be 4 for all .

First, we fix the basis parameter n., at some large value and systematically
increase .. Figure 8.6 shows the convergence of the electronic stopping cross
section for hydrogen-hydrogen collisions with increasing l,,.x, while n,. is fixed
at 30. From this figure we can see that large values of orbital angular momentum
are required to achieve convergence at all incident energies. This is the result
of using a single-centre approach to the two-centre problem. At 10 keV, 100
keV, and 1000 keV incident energies the stopping cross section has converged to

within 0.17%, 0.07%, and 1.4%, respectively.
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Figure 8.6: Convergence of the CCC electronic stopping cross section for hydro-
gen incident on hydrogen with increasing [, for ny,.x = 30 at incident energies

of 10 keV, 100 keV, and 1000 keV.
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Figure 8.7: Convergence of the CCC electronic stopping cross section for hydro-
gen incident on hydrogen with increasing np., for [, = 15 at incident energies

of 10 keV, 100 keV, and 1000 keV.

Next we investigate convergence of the electronic stopping cross section with
increasing nyax. Figure 8.7 shows the convergence of the electronic stopping
cross section with increasing npay, while [, is fixed at 15. From the figure we
can see that convergence with n,. is similar for all incident energies, i.e. it
gradually increases before reaching convergence. The difference between stop-
ping cross section when ng., changes from 28 to 30 at 10 keV, 100 keV, and
1000 keV is 0.26%, 0.65%, and 0.70%, respectively. From Figures 8.6 and 8.7 it
can be concluded that a basis with n,,., = 30 and [, = 15 produces sufficiently

convergent results for the electronic stopping cross section.

Now convergence in the Born approach will be investigated. In this instance
we are interested in determining the number of excited states that should be in-
cluded in calculations. Therefore, we will be focusing on convergence of the total

stopping cross section due to excitation. Specifically, the latter is the sum of
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Figure 8.8: Convergence of the total stopping cross section due to excitation
for hydrogen incident on hydrogen with increasing [, for ny,.x = 8 at incident
energies of 10 keV, 100 keV, and 1000 keV, calculated using the Born approxi-
mation.

the stopping cross sections due to single excitation, double excitation, and ioni-
sation with excitation. Furthermore, the parameter [,,,, will now represent the

maximum orbital quantum number and n,,,, the maximum principal quantum

number of bound states included in calculations.

Figure 8.8 shows convergence of the total stopping cross section due to ex-
citation for increasing ly., while ny,.y is fixed at 8. From the figure we can see
that the stopping cross section increases sharply between [, = 0 and [ = 1
before rapidly reaching convergence. The difference between stopping cross sec-
tion with lhax = 2 and lp. = 3 at 10 keV, 100 keV, and 1000 keV is 0.45%,
0.09%, and 0.07%, respectively. Next we take a look at convergence of the total

excitation stopping cross section with increasing nyay.
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Figure 8.9: Convergence of the total stopping cross section due to excitation
for hydrogen incident on hydrogen with increasing n., for . = 3 at incident
energies of 10 keV, 100 keV, and 1000 keV, calculated using the Born approxi-
mation.

Figure 8.9 shows convergence of the total stopping cross section due to ex-
citation for increasing nyax, while [,y is fixed at 3 (except for np.x < 3, where
Imax = Mmax — 1). From the figure we can see that at all incident energies, as
Nmax 1S increased, the stopping cross section gradually increases before reaching
convergence. At 10 keV, 100 keV, and 1000 keV incident energies the stop-
ping cross section has converged to within 1.1%, 0.84%, and 0.80%, respectively.

From Figures 8.8 and 8.9 it can be concluded that the inclusion of excited states

up to Npax = 8 and [ = 3 produces sufficiently convergent results.

8.3.2 Results of calculations

In CCC calculations the convergent basis parameters discussed above result in a

total of 5080 target states used in the solution of the coupled-channel differential
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Figure 8.10: Electronic stopping cross section for hydrogen incident on hydro-
gen. Calculations are compared with those of Dalgarno and Griffing [24], and
Schiwietz and Grande [40]. The results labelled as “CCC” and “Ble” include
one-electron processes only, while “CCC+B2e” and “Born” results include one-
and two-electron processes (see text for details).

equations (7.48). Furthermore, in the Born calculations we include excitations

to all states for which n < 8 and [ < 3.

In Figure 8.10 we present our results for the hydrogen-hydrogen electronic
stopping cross section together with the calculations of Dalgarno and Griffing
[24], and Schiwietz and Grande [40]. The CCC calculations include energy
losses due to single excitation and single ionisation, whereas the Born results
include energy losses due to single and double excitation and ionisation as well
as ionisation with excitation. Additionally, we present the Born calculations
for one-electron processes only (labelled Ble) and the CCC results that include
two-electron processes calculated using the Born approach (labelled CCC+B2e).

First, we note that the CCC results are in agreement with the Ble results at high
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energies where the latter is considered accurate. Specifically, good agreement is
seen above 300 keV. However, at lower energies, below 200 keV, the coupling
between channels in the CCC approach results in a significantly larger stopping
cross section when compared to the Ble results. In this energy region CCC cal-
culations are much larger than the AO calculations of Schiwietz and Grande [40]
as well, although both methods are based on a similar approach. It could be that
the results of Schiwietz and Grande [40] did not have a sufficient number of states
as the CCC calculations include a much larger number of target states. Turning
to the Born results we see a small but systematic disagreement with the FBA
calculations of Dalgarno and Griffing [24] above 40 keV. This is due to the fact
that we include excitation to all states with n < 8 and [ < 3, whereas Dalgarno
and Griffing [24] include excitations up to the n = 3 shell only. This statement
has been verified by performing calculations that include the same number of
states as Dalgarno and Griffing [24]. On the other hand, below 20 keV the
FBA calculations of Dalgarno and Griffing [24] are slightly higher as they have
included an estimated contribution to the stopping cross section due to H™ for-
mation. Lastly, comparing our calculations that include one-electron processes
(CCC & Ble) to those that include one- and two-electron processes (CCC+B2e
& Born) we see that double excitation, double ionisation, and ionisation with
excitation make a substantial contribution to the stopping cross section above
20 keV (discussed in more detail below). As such, the CCC+B2e calculation is

considered our most accurate result.

The aforementioned statement can be validated by considering the total
cross section for electron loss by the projectile as there is experimental data
to compare with. Since the stopping cross section is dominated by ionisation
processes (as shown below), this may prove useful in assessing the accuracy

of the hydrogen-hydrogen stopping cross section. In Figure 8.11 we present
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Figure 8.11: Total cross section for electron loss by the projectile in hydrogen
collisions with hydrogen. The CCC+B2e calculations (see text for details) are
compared to the experimental data of Wittkower et al. [98] and McClure [99].
Also shown are the Born calculations for total electron loss (Born EL), as well
as the Born and CCC calculations for single ionisation only, labelled “Born SI”
and “CCC SI”, respectively.

our CCC+B2e calculation for the total electron-loss cross section compared to
the experimental data of Wittkower et al. [98] and McClure [99]. Also shown
are the Born calculations for the total electron-loss cross section (Born EL),
as well as the Born and single-centre CCC calculations for the single-ionisation
cross section (denoted as Born SI and CCC SI, respectively). The CCC+B2e
results are in good agreement with the experimental data over the whole energy
region considered. On the other hand, the Born EL calculations significantly
underestimate experiment below 70 keV projectile energy. This illustrates the
benefit of using a coupled-channel approach for the one-electron processes, as is
done presently. This becomes evident when we compare the CCC SI and Born

SI calculations, where the latter significantly underestimates the former below
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Figure 8.12: Individual contributions to the hydrogen-hydrogen electronic stop-
ping cross section calculated in the Born approximation. The curves labelled
“SE” and “SI” are the stopping cross sections associated with single excitation
and ionisation, respectively. While the curves labelled “DE” and “DI” are the
stopping cross sections associated with double excitation and ionisation, respec-
tively. Also, “IE” is the stopping cross section due to ionisation with excitation.

100 keV. Furthermore, the importance of including the two-electron processes
becomes apparent when two models that include one-electron processes only,
i.e. CCC SI and Born SI, are compared to those that include both one- and
two-electron processes, i.e. CCC+B2e EL and Born EL. As can been seen, the
CCC SI calculations underestimate experiment above 20 keV projectile energy
and the Born SI calculations underestimate experiment at all projectile energies

considered.

Individual contributions to the Born stopping cross section are presented in
Figure 8.12. This figure demonstrates that at high incident energies the stop-
ping cross section is dominated by single- and double-ionisation processes, each

making an almost equal contribution. In the intermediate energy region, energy
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Figure 8.13: Individual contributions to the hydrogen-hydrogen electronic stop-
ping cross section calculated with the CCC method. The curves labelled “Ex-
citaiton” and “lonisation” are the stopping cross sections associated with single
excitation and ionisation, respectively.

losses due to single ionisation are the main contribution to the stopping cross
section, while double ionisation and ionisation with excitation make a smaller
but still significant addition. Double excitation also makes relatively small but
important contribution in this region. Lastly, at lower incident energies the
contribution from single-excitation processes increases and becomes significant,

however, single ionisation remains dominant.

The same but for the CCC stopping cross section are presented in Figure
8.13. The figure shows that energy losses due to ionisation dominate the stop-
ping cross section at all incident energies considered, while energy losses due to

excitation make a significant contribution only below 50 keV.
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8.4 Total stopping cross section

As discussed in Section 6.4, the total stopping cross section for protons passing
through hydrogen is calculated by summing the proton-hydrogen and hydrogen-
hydrogen stopping cross sections (presented in Sections 8.2 and 8.3, respectively)
weighted by their respective charge-state fractions. It should be made clear
that for the hydrogen-hydrogen stopping cross section we use the CCC+B2e
result. Subsequently, the hydrogen-hydrogen total electron-loss cross section,
which is required for the calculation of charge-state fractions, is the sum of
the single-ionisation cross that is calculated in the single-centre CCC approach
and the double-ionisation and ionisation-with-excitation cross sections that are

calculated using the Born approximation.

In Figure 8.14 we present our results for the positive ( fH+) and neutral
( fHO) charge-state fractions for a beam of protons passing through hydrogen.
They are displayed alongside the calculations of Dalgarno and Griffing [24] and
Fainstein et al. [32], as well as the experimental data of Allison [97] (which
was used in the calculation of the total stopping cross section by Schiwietz [39]
and Schiwietz and Grande [40]). We obtain good agreement with Dalgarno
and Griffing [24] above 40 keV projectile energy and with Fainstein et al. [32]
above 150 keV. Furthermore, although the experimental data of Allison [97] were
measured for a molecular hydrogen target, we obtain reasonable agreement with
the latter over the whole energy range. Additionally, from Figure 8.14 we can
make some statements about the composition of the beam passing through the
target. Firstly, above 200 keV projectile energy the beam is comprised almost
entirely of protons. As the projectile energy falls the proportion of hydrogen
begins to rise, reaching 50% of the beam composition at 50 keV. Below 50 keV

hydrogen atoms make up the majority of the beam, reaching 90% of the beam
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Figure 8.14: Positive (f%") and neutral (f") charge-state fractions for pro-
tons passing through hydrogen. The present results are compared to those of
Dalgarno and Griffing [24], and Fainstein et al. [32]. The experimental data
of Allison [97], which were measured for a molecular hydrogen target, are also
shown.

composition at 10 keV.

In Figure 8.15 we present our results for the total electronic stopping cross
section for protons passing through hydrogen together with the theoretical calcu-
lations of Dalgarno and Griffing [24], Schiwietz [39], Schiwietz and Grande [40],
and Fainstein et al. [32]. Also shown are the experimental results of Reynolds
et al. [94], Reiter et al. [95], and Golser and Semrad [96] for protons passing
through molecular hydrogen divided by two, i.e. the results are given per atom
as originally presented. Good agreement with the calculations of Dalgarno and
Griffing [24] is seen above 100 keV projectile energy, while agreement with the
calculations of Schiwietz [39], Schiwietz and Grande [40], and Fainstein et al.

[32] is obtained above 125 keV. Furthermore, there is good agreement with the
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Figure 8.15: Total electronic stopping cross section for protons passing through
hydrogen. The present results have been obtained using the two-centre CCC
method for the positive charge-state contribution and the CCC+B2e (see text
for details) method for the neutral charge-state contribution. Also shown are the
theoretical calculations of Dalgarno and Griffing [24], Schiwietz [39], Schiwietz
and Grande [40], and Fainstein et al. [32]. The experimental data of Reynolds
et al. [94], Reiter et al. [95], and Golser and Semrad [96] for protons passing
through molecular hydrogen are shown as well.

experimental data above 150 keV. This demonstrates that the Bragg additiv-
ity rule, according to which H, is an aggregate of two independent hydrogen
atoms, is acceptable above the aforementioned projectile energy. On the other
hand, our calculations are significantly above other theoretical estimates and
the Hy experimental data below 100 keV. This fact will be discussed in more
detail below. Noticeably, in this region there are substantial deviations between
all theoretical approaches. These deviations cannot be attributed to either the
positive or neutral charge-state contributions, since there are large deviations
between theories in both cases, as seen in Figures 8.3 and 8.10. We can, how-

ever, emphasise that our calculations for the positive charge-state contribution
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are the most sophisticated and accurate as we employ a large two-centre expan-
sion of the scattering wave function, which explicitly includes electron-capture
channels. Also, for the neutral charge-state contribution our approach produces

the most accurate projectile total electron-loss cross section.

We conclude by discussing our calculations for atomic hydrogen in compar-
ison to the experimental measurements for molecular hydrogen below 100 keV
projectile energy. As can be seen in Figure 8.15 there is a significant difference
between the two results. This demonstrates that Bragg’s additivity rule is not
valid in this region and, hence, the stopping cross for protons passing through
molecular hydrogen can not be represented as twice the stopping cross section
for protons passing through atomic hydrogen. This fact was previously demon-
strated in Chapter 5, specifically in Figure 5.6, where a significant difference be-
tween the calculated antiproton-atomic hydrogen and antiproton-molecular hy-
drogen stopping cross sections below the maximum was also observed. Therefore,
although some theoretical calculations for atomic hydrogen showed good agree-
ment with experimental data for molecular hydrogen and the authors claimed
this to be a positive aspect of their approach, we emphasise that agreement be-
tween the two should not be expected. To further support this statement we can
estimate how might experimental data for the proton-atomic hydrogen stopping
cross section look like based on the proton-molecular hydrogen stopping cross
section data. To achieve this we scale the proton-Hy stopping cross section data
of Reynolds et al. [94], Reiter et al. [95], and Golser and Semrad [96] by the ra-
tio between the proton-hydrogen and proton-H, total ionisation cross sections.
Ionisation is a dominant energy-loss process and therefore the ratio between the
atomic- and molecular-hydrogen ionisation cross sections can provide a reason-
able estimate of the ratio between the atomic- and molecular-hydrogen stopping

cross sections. For the ratio between the atomic- and molecular-hydrogen total
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Figure 8.16: Total electronic stopping cross section for protons passing through
hydrogen. Our present calculations are shown alongside the calculations of Dal-
garno and Griffing [24], Schiwietz [39], Schiwietz and Grande [40], and Fainstein
et al. [32]. Also shown is the experimental data of Reynolds et al. [94], Reiter
et al. [95], and Golser and Semrad [96] for a molecular hydrogen target that has
been scaled by the ratio between the atomic- and molecular-hydrogen total ion-
isation cross sections to provide an estimate of experimental data for an atomic
target (see text for details).

ionisation cross sections we use the experimental result of Shah and Gilbody
[100]. These authors give the ratio from 38 keV to 1.5 MeV. At 1.5 MeV the
ratio has plateued and therefore above this the ratio is taken to be constant.
Below 38 keV we calculate the ratio based on the measurements of Shah et al.
[101] for the atomic target and the measurements of Afrosimov et al. [102] for
the molecular target. In Figure 8.16 we present the same theoretical calculations
for the proton-hydrogen total electronic stopping cross section from Figure 8.15
alongside the scaled experimental data of Reynolds et al. [94], Reiter et al. [95],
and Golser and Semrad [96]. With the aforementioned scaling of experimental

data we obtain excellent agreement over the whole energy range.
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8.5 Chapter summary

We have calculated the total electronic stopping cross section for protons passing
through hydrogen. Both the positive and neutral charge-states of the projectile
are accounted for. For proton-hydrogen collisions we use the two-centre CCC ap-
proach. This allows us to explicitly include energy losses due to electron capture,
as well as the excitation and ionisation processes. For hydrogen-hydrogen col-
lisions we include energy losses due to single-electron excitation and ionisation,
double excitation and ionisation, and simultaneous ionisation with excitation.
Specifically, the single-centre CCC approach is used for the calculation of the
one-electron processes, while the Born approximation is used for the calculation
of the two-electron processes. The aforementioned approaches are also applied
to the calculation of the charge-state fractions. These are then used to combine
the proton-hydrogen and hydrogen-hydrogen stopping cross sections to yield the

total stopping cross section for protons passing through hydrogen.



Chapter 9

Conclusion and outlook

In this final chapter of the thesis we shall draw conclusions from the present

study. We also discuss some potential future directions that this work can take.

9.1 Conclusion

The present thesis was devoted to the study of energy-loss processes in ion-atom
collision. Stopping cross sections were calculated using the convergent close-
coupling method for the first time. We started from the simplest antiproton-
hydrogen system, before moving to more complicated targets and then to proton

projectiles.

The single-centre CCC method was applied to the calculation of stopping
cross sections in antiproton collisions with the atomic targets of hydrogen, he-
lium, neon, argon, krypton, and xenon. Results for the antiproton-hydrogen
stopping cross section are in agreement with existing theories. This fact was
used to validate our approach to calculating the stopping cross section. For
the helium target our calculations are the first to use a multiconfiguration de-
scription of the atom, which fully accounts for electron-electron correlations. It

was found that the results of this approach improved upon other calculations

158
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that employed a hydrogen-like model of the helium atom. Therefore, it can be
concluded that the electron-electron correlations must be accounted for if one
wishes to obtain accurate stopping cross sections for helium atoms. Also, our

calculations for the other noble gasses are the first results for these targets.

The stopping cross section for antiproton collisions with molecules was also
calculated using the single-centre CCC approach. Specifically, the hydrogen and
water molecules were considered. Calculations for Hy are the first to employ an
accurate molecular structure model and consider energy losses due to vibrational
excitations. Also, all possible orientations of the molecule were accounted for
via an analytic orientation-averaging technique. The obtained results are signif-
icantly different in comparison to methods that employ an atomic model of the
molecule around and below the maximum of the stopping cross section. From
this we can conclude that an accurate molecular structure model should be used
when calculating the Hy stopping cross section. Furthermore, from this observa-
tion we can also conclude that Bragg’s additivity rule is not valid, particularly
at the lower energies. That is, the stopping cross section for molecular hydrogen
is not equal to twice the stopping cross section for atomic hydrogen. In addition,
the conclusion can be drawn that all orientations of the molecule must be taken
into account, not just one or even an average over a small number, for example
three orientations. To our best knowledge, the results for the water molecule

are the first calculations performed for this target.

Moving to proton projectiles, the total stopping cross section for protons
passing through hydrogen was calculated. Due to the possibility of electron
capture both the positive and neutral charge states of the projectile were con-
sidered. To model proton-hydrogen collisions the two-centre CCC method was
used. By starting from the exact Schrodinger equation and using a more general

expansion for the scattering wave function we were able to demonstrate that
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the two-centre scattering equations can be derived without introducing electron
translation factors. By comparing the results of our two-centre calculations to
other single-centre calculations we conclude that singe-centre approaches can-
not produced accurate stopping cross sections at low and intermediate incident
energies. To model hydrogen-hydrogen collisions the single-centre CCC method
was used for the calculation of one-electron processes and the Born approxima-
tion was used for the calculation of two-electron processes. This is the first time
the CCC method has been applied to collisions involving two atoms. From the
results of these calculations it can be concluded that the coupling between chan-
nels plays an important role in the calculation of one-electron processes. It can
also be concluded that two-electron processes make a significant contribution
to the stopping cross section. In addition, this hybrid approach to modelling
hydrogen-hydrogen collisions appears to give reasonable results. The calcula-
tions for the positive and neutral charge states of the projectile were combined
by utilising calculated charge-state fractions to yield the total stopping cross
section for protons passing through atomic hydrogen. From analysing the re-
sults of our calculations and experimental data for molecular hydrogen we can
conclude that around and below the stopping maximum the stopping cross for
protons passing through molecular hydrogen can not be represented as twice
the stopping cross section for protons passing through atomic hydrogen, further
echoing conclusions drawn in relation to antiproton-Hy calculations. In addition,
although some theoretical calculations for atomic hydrogen have attempted to
obtain good agreement with experimental data for molecular hydrogen, we em-

phasise that agreement between the two should not be expected.

Lastly, additional conclusions can be drawn by considering the results of
multiple chapters, which have not been discussed in any single chapter. First,

achieving convergence in the stopping cross section generally required a larger
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basis for the expansion of the scattering wave function in comparison to scat-
tering cross sections, such as the total ionisation cross section. This can be
explained by the fact that the cross section for excitation to a high-energy con-
tinuum state is small and so does not contribute to the total ionisation cross
section. However, the energy required to excite the target to this state is large
and, therefore, makes a noticeable contribution to the stopping cross section
[see Eq. (2.72)]. Hence, a larger basis was required to accurately model the
high-energy continuum. In fact, due to the increased demand for computational
resources that stems from the requirement for a large basis, achieving conver-

gence in the stopping cross section was one of the challenges faced in this work.

9.2 Outlook

Based on the results presented in this thesis the outlook for future applications
of the convergent close-cloupling method to the study of energy-loss processes
in ion-atom and ion-molecule collisions is very bright. In fact, there are many
paths that can be taken at this point, here we shall briefly discuss just a few

potential projects.

The next logical step would be to extend the two-centre CCC method for
heavy projectiles to multi-electron targets such as helium and molecular hydro-
gen. Helium is the simplest two-electron target and there is a substantial set
of experimental data [94-96, 103-105] to compare with. This would allow for a
continued test of the theory. Furthermore, calculations for proton stopping in
molecular hydrogen would allow for comparison to experiment without the need
for scaling to approximate an atomic hydrogen target (as done in Section 8.4).
Such calculations would be useful to highlight the difference between the stop-

ping cross sections of atomic and molecular hydrogen for protons, as done in
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this thesis for antiprotons.

Due to the electron-capture process in proton scattering, calculations for
hydrogen atom projectiles are also required to obtain the total stopping cross
section for protons penetrating matter. Therefore, the development of a more so-
phisticated approach to treating collisions involving a hydrogen projectile would
be an important next step. The current approach treats one-electron processes
using the single-centre CCC method and two-electron processes using the Born
approximation. This approach appears to be reasonably successful in the case of
hydrogen-hydrogen scattering, however, it will prove useful to develop a coupled-

channel approach that can calculate both one- and two-electron processes.

There are also problems that the current method could be applied to that re-
quire little or no extra development. For example, the problem of muon stopping
in helium and molecular hydrogen. As their is no electron-capture channels, the
existing single-centre CCC approach could be utilised. There is also experimen-
tal data [106, 107] to compare with. In addition, problems such as helium-ion
stopping in hydrogen are also of great interest [95, 96, 104, 108, 109] and could

be easily tackled with the existing method.

Lastly, in relation to the broader goal of this project, which is to provide
accurate stopping power data for use in hadron therapy, calculations for pro-
ton stopping in water should be of the highest priority. Water is the most
biologically-relevant molecule and HyO stopping pawer data is heavily relied on
in radiation dose simulations. This work will require significant efforts to be de-
voted to the development of an accurate structure model for the water molecule.
Following this, other biologically-relevant molecules, such as DNA bases, can be

considered.



Appendix A

Momentum transfer vectors

In this appendix we consider the momentum transfer vectors q., g3, Pa, P3,
Po, and pg that were introduced in Chapters 2 and 6. First let’s consider the

momentum transfer vector q,, which is given by
Qo = ko — ko (A1)
With k., directed along the z-axis we can write q, in cartesian coordinates as
Ao = —kora® — koryY + (ko — ko cos0) 2, (A.2)

where ko, and ky, are the x and y components of k. respectively, and 0 is
the polar angle of k., i.e the scattering angle. Expressing q, in terms of its

components that are perpendicular and parallel to the z-axis, Eq. (A.2) becomes
9o = Gal + o), (A.3)
where the component perpendicular to the z-axis g, is given by
Qo1 = —koo® — kory T, (A.4)
and the component parallel to the z-axis ¢, can be approximated as

Qo) = k‘a — k‘o/. (A5)
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In obtaining Eq. (A.5) we have assumed the projectile primarily scatters in
the forward direction and therefore apply a small angle approximation, that is

cos =~ 1. Furthermore, from energy conservation we can write

k2 k2,
Ry e =0y A.
o +e 2 +e (A.6)

where p is the reduced mass of the proton-hydrogen system, that is

M(M +1)
el Sl A.
T (A7)

where M is the proton mass. Rearranging Eq. (A.6) we can write

2uAeo/a

ko —ky = ———
@ @ ka"‘ka”

(A.8)

where A€o = €4 — €4. On the right-hand side of Eq. (A.8) we use the approx-
imation

ko = ko = pv. (A.9)
Then we can express ¢, according to

Aea’a
Qo) = . (A.10)

v

Similarly, the momentum transfer vector gg = kg — kg can be written as

qs = qp1 + 4|2, (A.11)

where the perpendicular and parallel components of gg are given by

qsL = —kpg® — kg4, (A.12)
and
AE /
qs| = U’B (A.13)

Here AEng = €pr — €3.
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Now let’s consider the momentum transfer vectors p, and pg, which are
given by
Po = Vka — kg (A.14)
and
Py = ko — ks (A.15)
Here 7 is the reduced mass of the proton-electron system, that is

M
M+l

0l (A.16)

Following the ideas used above, we write p, and pg in terms of their components

that are perpendicular and parallel to the z-axis as

Do = Pal + Do) (A.17)

and

The perpendicular and parallel components of p, are
Paol = —/{B/Iffj — kﬁ/y@ (Alg)

and

Pa| = ’yka - kﬁ/, (AQO)

and the perpendicular and parallel components of pg are
P L = —Vkg & — Yk Y (A.21)

and
P = ka - ’7/{,‘6/ (A22)
Again, we can express energy conservation according to

% K,
20 20

+ 65/, (A23)
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and then rearrange for kg to obtain

QIMAEBIQ
B = kg [1— =57, (A.24)

where Aeg, = €3 — €,. Considering the series expansion

(1+2)"=> (Z) z, (A.25)

00
A=0

where (Z) is the binomial coeflicient, we can express the square root in Eq. A.24

g\ 1 (2ules 1 (2ulega >
e e B e T e e T W10
k2 2 k2 8 k2

Additionally, since k, > 2uleg, we keep only the first two terms of Eq. (A.26)

as

and write Eq. (A.24) as

Aeg,
by = ka (1 - = ) . (A.27)

Substituting Eq. (A.27) into (A.20) and (A.22), we obtain

Ae '
and
Ae o
ppr| = ka — vka (1 L k;f ) : (A.29)

Furthermore, considering the fact that M, o< 10® we can make the following

approximations:
1_7:M1+1%%, (A.30)
v = M]\f— ] ~ 1, (A.31)
and
M(M +1 M
- Q(M j1 )N 2 (A.32)
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With these approximations and writing k, = pv we can express p,|| and pg/ | as

(% Ae o
Pal = —5 + —UB (A.33)
and
v Aegyg
Po| =5+ Uﬂ : (A.34)

Similarly, the momentum transfer vectors pg = vks — ko and py = kg — vk

can be written as
Ps =Ps1 +pg|2 (A.35)
and
Po’ = Por L + Do) 2, (A.36)

The perpendicular and parallel components of ps are

DsL = _ka’mj: - ka’yy (A37)
and
v Aea’ﬁ
- _ A.
Pol=—5+— (A.38)

and the perpendicular and parallel components of p, are

Po1l = _,-)/ka,xj: - Pyko/y:g, (A39)
and
v Aea/ﬂ
ol — < . A4O
P =5+ — (A.40)

Here Aeyp = €0 — €5.
Lastly, comparing Eq. (A.19) to (A.12) and (A.37) to (A.4) we see that

Dol =431, (A41)

and

PslL = qal- (A42)
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Also, considering the fact that the velocity of the projectile is approximately

constant throughout the collision, that is
ks~ kg ~ ky ~ k, = pv,
we can obtain the following expressions:
Py —Pa=(1=7)ka+(1—-7)ks = v

and

Here we have applied Egs. (A.30) and (A.32).

(A.43)

(A.44)

(A.45)



Abbreviations

Abbreviation Description

ACE
Al

AO
BF
CcCC
CDW-EIS
CI

DI
DW
EL
END
FBA
FC

IE
LEAR
LET
MC

SI

Antiproton Cell Experiment
Adiabatic Ionisation

Atomic Orbital

Body-Frame

Convergent Close-Coupling
Continuum-Distorted-Wave Eikonal-Initial-State
Configuration-Interaction
Double Ionisation

Distorted Wave

Electron Loss
Electron-Nuclear Dynamics
First Born Approximation
Frozen-Core

Ionisation with Excitation
Low-Energy Antiproton Ring
Linear Energy Transfer
Multiconfiguration

Single Ionisation
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