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Dipole and generalized oscillator strength dependent properties of free and at extreme
conditions systems with applications to material damage
C. Martinez-Flores
Instituto de Ciencias Fisicas
Universidad Nacional Auténoma de México

Abstract

In this thesis, I explore the dipole and generalized oscillator strength (DOS and GOS, respectively)
derived properties of atomic systems for free and at extreme conditions by means of ab initio and
numerical approaches with relevance in material damage. For extreme conditions I mean in confinement
environments, e.g. atomic systems encaged by fullerene molecules and/or embedded in a plasma.
I show results for DOS and GOS derived electronic properties for atoms subjected to confinement
environments, e.g. photo-ionization cross section, mean excitation energy, and energy deposition of
heavy ions (energy loss). I present the study in next chapters with the following structure. In Chapter
1, I give a general introduction and the purpose of this thesis. In Chapter 2, I show the theoretical
approach used in this thesis where I establish the physical properties to study. In the field of energy loss
for free atomic systems (no extreme conditions), in Chapter 3, I present results of energy deposition
of heavy ions colliding with atoms and molecules within the Bethe’s theory. I show that, there is an
universal scaling when the electronic stopping cross section and projectile kinetic energy are scaled
properly in terms of the target mean excitation energy, Iy, for all projectile-target combinations. Our
findings are compared with available experimental data observing a good agreement for high projectile
energies. In the same Chapter, continuing with the study of energy deposition for atomic systems,
I present preliminary results of the initial target symmetry effect on the GOS and its consequences
on the electronic stopping cross section. Our results make evident the relevance of the initial target
symmetry on the determination of the stopping cross section. For systems under confinement, in
Chapter 4, I consider the case of a hydrogen atom encaged by a Cgg cavity obtaining the eigenvalues
and eigenfunctions from the time-independent Schrédinger equation by means of a finite-differences
approach. The Cgg is described by a model potential that assumes that the fullerene cage has a
static electronic configuration. I find that the physical properties are modified strongly and the drastic
changes are predominant near the first avoided crossing of the energy levels. In Chapter 5, I present
results for a hydrogen atom encaged by an endohedral cavity under the influence of a weak plasma
interaction by solving the Schrédinger equation by means of a finite-differences approach. The plasma
interaction is described by a Debye-Hiickel screening potential. We find that for low screening lengths,
the endohedral cavity potential dominates over the plasma interaction by confining the electron within
the cavity. For large screening lengths, a competition between both interactions is observed. As a
consequence, the DOS and GOS derived properties are modified. In Chapter 6, I present the study
of Li atom encaged by an endohedral cavity implementing the Hartree-Fock approach. I find that
the DOS and GOS are modified drastically for low values of confinement and as a consequence their
derived dependent electronic properties are modified too. Finally, in Chapter 7 I give the general
conclusions and perspectives about this scientific research.
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Introduction

The photo-ionization process and the energy deposition of ions (energy loss) are of crucial importance
in determining the damage to materials with implications in areas such as material science, plasma
physics, radiotherapy, and dosimetry. In the photo-ionization case, the response of atomic systems to
ionizing radiation is a dominant process in the universe that involves neutral atoms, molecules, clusters,
as well as their ions (positive or negative) and is carried out in many physical systems [1, 2]. These
include a variety of astrophysical systems, the upper atmosphere and different types of plasma. The
plasma is directly related to the knowledge of the internal structure of materials and their application
[3, 4], for example, the plasmas produced by a laser. Here, the interaction of intense laser beams
or synchrotron light with the materials leads to changes in phase transitions and the production of
hot plume of the material. Thus the investigation of these system has practical interest, e.g. in the
deposition of materials [5], in lithography [6], and microscopy [7], among others.

In the study of the energy deposition of swift, heavy bare ions colliding with an atomic or molecular
target, Bethe [8] proposed the first quantum mechanical treatment of the problem using perturbation
theory for the projectile—target interaction by means of the first Born approximation. From Bethe’s
theory, the electronic stopping cross section is a function of the mean excitation energy, Iy, that plays a
crucial role. This Iy parameter accounts for the average energy that a target absorbs from the projectile
kinetic energy during the collision process. The determination of Iy is a difficult problem since it
requires the knowledge of the full excitation spectrum of the target. For molecular targets, the situation
is even more complicated due to the multi-center many-electron problem. In the literature, there have
been reported analytic functional fits or universal curves [9, 10] that facilitate the determination of the
electronic stopping cross section. These expressions require adjustable parameters for each projectile—
target combination. Another approach, is the use of the harmonic oscillator model to account for the
electronic stopping cross section [11], which allows us to obtain Iy using the Virial theorem. Under
this approach, in the intermediate to high collision energies, the following question arises: Is it possible
to find an universal scaling behavior for the electronic stopping cross section as a function of target
properties of atoms and molecules? In the following chapters, I explore this possibility (Paper I).

As mentioned above, in Bethe’s approximation, the energy deposition is characterized by the mean
excitation energy, Iy. This parameter depends on the target’s dipole oscillator strength (DOS) and
consequently, on the whole target excitation spectrum. It has been found that the mean excitation
energy has a dependence on the target orientation [12, 13]. However this orientational dependence
has not been assessed in the generalized oscillator strength (GOS) and its effects in the stopping
cross-section, but only through the mean excitation energy. Another important issue that has not
been considered before is the initial target orbital symmetry state and the role it plays in the dipole
and generalized oscillator strength. Considering the harmonic oscillator approach [11], I formulate the
following two questions: How are the generalized oscillator strengths modified if I consider the initial
symmetry of the target? and How is the stopping cross section modified? In this work, I present
preliminary results on the initial target symmetry effect on the GOS and on the stopping cross section
(Paper III).

Furthermore, in the field of atomic systems subjected to different external environments (extreme
conditions), there are new challenges to investigate related to changes in their electronic properties
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[4, 14, 15, 16]. The study of hydrogenic impurities inside spherical or cilindrical cavities has been
related to the promise of applications in photo-voltaic materials, quantum computing, semiconductor
nanocrystals, hydrogen storage or medicine treatments [14, 17, 18, 19, 20, 21]. For example, atoms
encapsulated inside a fullerene molecule, known as endohedral systems (AQC), or quantum dots which
are small impurities that are grown or recorded in semiconductor materials with diameters of a few
nanometers. Here, the motion of the electrons is confined in the three spatial directions and when stim-
ulated with an external potential or light, they can only emit/absorpt in certain energy spectra (light
of a certain color). This technology is currently used in various electronic devices [19]. Thus, in these
problems, you need to have a precise knowledge of the interaction between light and certain materials.
Here, the systems encaged in a cavity can be considered as subjected to a spatial confinement.

A consequence of the spatial confinement on the atomic systems is the energy level shift and the
modification of the wave function with a consequently change in the dipole and generalized oscillator
strength, and therefore consequences in determining the damage to materials through the energy-loss
function. Some modified electronic properties are the ionization potential, polarization, the static and
dynamic polarizability, hyper-fine splitting, magnetic screening constants, orbital distortion, photo-
ionization, mean excitation energy, and the energy deposition of ions (projectile energy loss) or material
damage. For example, the photo-ionization of an atom in an endohedral cavity has been studied
previously for one-electron and multi-electronic systems finding huge energy resonances consequence
of the trapping of incoming and outgoing waves in the endohedral cavity [14, 15, 16, 22, 23, 24, 25, 26,
27, 28, 29, 30, 31].

In the case of a free hydrogen atom, the analytic expressions for the generalized oscillator strength
have been available in the literature [32, 33, 34], however for endohedral systems this is not the case.
There is no work reporting generalized oscillator strength properties for a hydrogen or lithium atom
encaged by an endohedral cavity to our knowledge. Then, naturally, some questions arise as: How
are modified the dipole and generalized oscillator strength by the presence of the endohedral cavity in
comparison with the available free expressions? How are modified the dipole and generalized oscillator
strength derived dependent properties for an atom encaged in a fullerene molecule? And what is the
role of the different parameter sets reported in the literature on the dipole and generalized oscillator
strength for endohedral system? Through this thesis, I address these questions (Paper II).

Another example of confinement environment for atoms or ions is under a weak plasma environ-
ment. Here, the coupling strength of the plasma with the electrons of immersed atoms has consequences
in the modification of their electronic properties [4, 35], with applications in many research areas, e.g.
materials processing, fusion processes, and astrophysics environments. As before, the plasma environ-
ment modifies the dipole and generalized oscillator strength derived electronic properties of relevance in
material damage. For the dipole oscillator strength derived properties, the photo-ionization cross sec-
tion of atoms embedded in a plasma interaction has been studied previously (see Refs. [35, 36, 37, 38]
and references therein) finding that the effects of the screening potential on the photo-ionization pro-
duces multiple shape and virtual-state resonances for continuum states.

The energy loss by heavy ions colliding with a plasma, a generalized oscillator strength derived
electronic property, has been investigated from the theoretical and experimental point of view in recent
years [39, 40, 41]. These studies find an enhanced stopping power due to the increased energy transfer
to the free plasma electrons and the charges of the projectiles inside the plasma. However, there is
no work in the literature reporting generalized oscillator strength expressions for a hydrogen atom
encapsulated by a fullerene molecule embedded in a plasma interaction and their dependent electronic
properties. Because of this, I am interested in answering the following questions: How are modified
the energy levels of the endohedral atom embedded in a plasma interaction? And how are modified
the dipole and generalized oscillator strength derived dependent properties for an atom encaged in a
fullerene molecule and embedded in a plasma interaction? In this work, I present some answers to
these questions (Paper IV).

In the case of multielectronic systems, the photo-ionization cross section for the lithium atom has
been previously studied using several theretical methods, for example the use of psuedo-potentials,
Hartree-Fock methods, random phase approximations, to mentioned a few [42, 43, 44]. These methods
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have rendered good results when compared to the experimental data for the free lithium atom.

In a recent paper Hasoglu et al. [31] studied the correlation energy of the ground state of alkali-
earth-metal atoms for an endohedral system AQCg through multiconfiguration Hartree-Fock methods.
Hasoglu et al. did not consider the specific case of photo-ionization problem, however they found that
with the increase of well depth, the valence electrons become trapped in the confining well and, as
a consequence, the correlation energy increases. Then, several intrigin aspects of the multielectronic
systems arise, for example, in the case of lithium atom, what is the influence of the endohedral cavity on
the core electrons? How are modified the energy levels? How the DOS and GOS dependent electronic
properties change? In this thesis, I give some answers to these questions (Paper V).

1.1 Outline of the thesis

Based on the previous discussion, in this thesis, I present original and novel research to explore the
dipole and generalized oscillator strength derived electronic properties for atomic systems at free
and at extreme conditions. The later class of systems are relevant to understand the electronic and
optical response of novel materials relevant in the determination of material damage. The electronic
properties under study are the photo-ionization cross section, energy mean excitation energy, and the
energy deposition of heavy ions colliding with atoms and molecules (energy loss).

This thesis is presented as follows. In Chapter 2, I present the theoretical approach used to
study the dipole and generalized oscillator strength derived electronic properties at free and extreme
conditions for atomic systems. Thus, in the next chapters we only show results and the reader would
be referred to Chapter 2 for all theoretical details. In Chapter 3, I present results of energy deposition
of ions when penetrating a material considering no confinement environments (free systems). Then,
in Chapter 4, I show results for the hydrogen atom under an endohedral confinement. In Chapter 5,
I study the endohedral hydrogen atom embedded in a plasma interaction. In Chapter 6, the results
and findings are discussed for the lithium atom encaged by an endohedral cavity. Furthermore, at
the end of each chapter, we give particular conclusions and perspectives. Finally, in Chapter 7, I give
the general conclusion and perspectives of this work. We use atomic units unless physical units are
explicitly stated.
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Theoretical approach

In this chapter, I provide an overview of the theoretical approach used to obtain the photo-ionization
cross section, mean excitation energy, and stopping cross section (energy loss), i.e. dipole and gen-
eralized oscillator strength (DOS and GOS) derived dependent properties. For this, it is required to
determine the eigenvalues and eigenfunctions of atomic systems at free and at extreme conditions, e.g.
hydrogen and lithium atoms. In sections 2.1-2.3, I present a general treatment to study the DOS and
GOS physical derived properties under confinement conditions, e.g. valid for any radial confinement
potential. In section 2.4, it is shown the general approach to obtain the electronic spectrum for atomic
systems for free and confinement conditions. Finally, I review a finite-differences numerical approach
to obtain the energy spectrum and specify the numerical details used in the results.

2.1 Photo-ionization cross section

In this section, I present the theory to calculate the photo-ionization cross section (PCS) within Bethe’s
approach. Furthermore, I present the spherical symmetry results to obtain the PCS as a function of
the dipole oscillator strength (DOS) directly from the eigenvalues and eigenfunctions through the
finite-differences approach.

2.1.1 Bethe approach for the hydrogen atom

Let us consider the case of an atomic system that interacts with an electromagnetic field where one
assumes that the movement of a particle of mass m is quantized and the electromagnetic field is
considered as classical [45]. The Schrodinger equation for a particle with charge ¢ and mass m, in an
electromagnetic field is described by

1
H =
2me

(b= SAG0) ~ oo, ) + Vo), (21)

where we have assumed that the vector potential A is given by Maxwell’s equations. Here, we simplify
Eq. (2.1) if we know the following relation A -p —p- A = iAV - A, where we have assumed that there
is no source of electrostatic radiation, i.e. ¢ =0 and V- A =0 (Coulomb gauge). Thus

P’ e
+
2Mme  MeC

H=

(A-p)+ W, (2.2)

where we have neglected the quadratic term from the expansion of Eq. (2.1). Thus, the Hamiltonian
of a charged particle in the presence of an electromagnetic field in the Coloumb gauge is given as

H=Hy+ V(1) (2.3)
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where
A 2 2 A
Hy = — V 2.4
0 2mev + 0> ( )
N e
Vi(t) = A -p). 2.5
=5 (A-p) (25)

Here, we consider V(t) as a perturbation to the Hamiltonian Hy. We know in advance that this
semiclassical approximation gives a good description of the influence of the external radiation field
on the particle (absorption and induced emission), but it does not contain the description of the
influence of the particles on external radiation (spontaneous emission).

Consider a Hamiltonian consisting of two parts, one independent of time f[o and another depen-
dent on time V(t), as in Eq. (2.3). From perturbation theory, we obtain the transition probability,
to first order, and defining the absorption coeflicient in terms of the density matrix and the transition
probability [45], we obtain

b
do W3 e w

_ —ikr |2

This is the differential PCS for absorption, that describes an electron ejected from an atom under
the influence of a classic electromagnetic field [34]. Here w and k are the angular frequency, and wave
vector of the incident electromagnetic radiation, respectively, v is the electron velocity, and, ¥; and 9y
are the wave-functions for an initial and final state. Rewriting the PCS for absorption, we obtain

do 62 kf ik

— = — — TR e T g ) |2, 2.7

= ey sle™ e Vi) (2.7)
where we have used v = hk/m and p = —iAV. From the dipole approximation, i.e. e™**" =~ 1 4ik-r+

.-+, and assuming a linear polarization, the matrix element is modified and the PCS can be written as

2
do 8m3e?y
c

m:

/Weﬂf%‘ dr (2.8)

Then, Eq. (2.8) is the PCS for absorption in terms of the frequency of the incident photon v. The
expression | [ ’(/J?l'widTP is the dipole moment between the initial and final state, which are related to
the DOS. Here z is the direction of the polarization of the photon [46].

To evaluate the dipole moment that appears in Eq. (2.8) for the hydrogen atom [46], we consider
that 1; is an eigenfunction of the ground state of the hydrogen atom, and the eigenfunction ¢ is a
continuous state. The eigenfunction of the continuum depends on the energy (or frequency v) and on
the quantum numbers [ and m. The integral in Eq. (2.8) must be evaluated for all values of [ and m
and the results must be added. In the case of the continuous spectrum, we will use the one proposed
by Bethe and Salpeter [46]. From here, we obtain an integral for the dipole moment in terms of the
eigenfunctions in the continuum. Using the residue theorem to perform this integral, we obtain that
the dipolar term can be written as

2 28 n/2 5 ef4n'arccotn'
=371\ T2 —, (2.9)

‘ / Giadr

where n’ = Z/k and Z is the atomic number. This equation is written in atomic units.
To rewrite the dipole moment [Eq. (2.9)] in terms of the frequency of the photon v, we note that
the frequency is given as vy = Ej/h [46]. Furthermore, the kinetic energy of the free electron W is

1— 6—271'71
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related to the energy of the absorbed photon hv as W = hv — I,. Here I}, is the ionization potential,
E = hv and W = Z2/n/?. Then, the frequency is given as

v=u(1+1/n), n'—< “ )1/2. (2.10)

Finally the PCS for the hydrogen atom is

E3 —4n’arccotn’
L ) c (2.11)

o(hv) =on <E4 o2

where o = (2'°7%/3) (h?/2m) (e*/hc) = 9364.48 x 10~ '¥eVem? and o (hv) is a function of the photo-
electron energy, E. This equation permits us to obtain the PCS for the hydrogen atom under free
conditions (without confinement environment).

2.1.2 Results for spherical symmetry and pseudo-states in the continuum

Let us consider the spherical symmetry of an atomic system to obtain the PCS as a function of the
DOS. In the previous section, we have seen that the PCS, Eq. (2.8), is given by

2
Onl = 4m? (hc) hwnfm|<¢nf7lf7mf|r : €|¢m,li,mi>‘2a (2-12)

where we have written it in terms of w. Thus, we can rewrite the PCS as a function of the DOS as

2
5 [ €°h
Onpl — 47T <2W> fnflf,nil,- ) (213)
with 5
m

fnflf,mli = 7wnfm |<wnf,lf,mf |I‘ : €|wni,l,y,mi>‘2~ (214)

Here the fy,;i, n,;; depends on the polarization of the incident light and the orientation, that is,
the azimuthal quantum number (m) of the initial and final state, as well as the quantum number .
The wave-functions of Eq. (2.13), for an initial and final state, are given by

unti )y, 9,9), (2.15)

unf,lf (7")

wni,li,mi -

wn.f’l.fam.f = Yif,m‘f (67 ¢) (216)

When we sum over all the initial states n;, l;, m;, and average over all the final states ny,ly,my
[34], we obtain

B 1 +iy i 3
fnflfanili = 9 11 Z Z g Z fn‘flf,nili P (217)
g my=—ly mi=—1I; i=1

li

ls
- 2m 1
Fustpmac = Greonme 2 gy X Mnptyinslr lnam)

2 (2.18)

i=—l;

myp=—ly

which are known as the mean DOS. The underlined part will be modified (see below) to write it in
terms of radial functions for the spherical symmetry.
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From Eq. (2.18), the transition probability depends on the dipole matrix elements, therefore, it
is convenient to write them in simpler terms using the spherical symmetry for one active electron,
e.g. the hydrogen atom [47]. Thus, carrying out the matrix elements of Eq. (2.18), we obtain the
Clebsch-Gordan coefficients (If, mys|1,v,1;, m;) for the coupling of the initial /;, m; and final angular
momentum Iy, my. Here, for a dipole transition, the selection rule associated with the quantum number
m is Am = 0,£1 and for [ is Al = Iy —l; = +£1. The underlined expression, in brackets, from Eq.
(2.18) is rewritten as

l; 2

e l
2 >
> Wiyl bntmdl = ([, 0@ ) g2, 219

mizfli

where [, is the maximum of the initial and final angular momentum, max(l;, lf). Furthermore, taking
the average over the final angular momentum

Z =1, (2.20)
20 +1

my=—ly I -
the mean DOS is given as

- 2m l o 2

fnflf,mli = Ewnfmﬁ </0 Ungl; () T Un;l; () dT) ) (2.21)

2m l> & 2
— ﬁ(E”f — Eni)2li 7\ Un 1, (r)rup,, (r)dr ) (2.22)

with wppn, = (En; — En,)/h. When the mean DOS is positive, for Ef > E;, we are in the absorption
case. When the DOS are negative, for Ef < E;, we are in the emission case [47]. To verify that our
numerical approach has rendered a complete set of states, the DOS satisfy the Thomas-Reiche-Kuhn
(TRK) sum rule [34]. The TRK sum rule is given as

n d-fn ly,mil; (q)
E fnfzf,nizi(q)Jr/ifd]fE dE,, =1. (2.23)
ng nf

We observe that it considers the contributions from the bound and continuum states.
To calculate the PCS for one active electron, it is necessary to use the continuum spectrum, thus,
we rewrite Eq. (2.13) as a function of the DOS [Eq. (2.14)] to obtain

e2h dan
2mc /) dE "’

oni(hv) = 4m? ( (2.24)
where we simplify the notation in the DOS as n;l; — 0 and n¢ly — n, for an initial and final state.
Here dfyo/dE is the dipole oscillator strength density within the energy E and E + dE.

In the case when we have to describe the continuum by pseudo-continuum states, as in the case
of excited solutions in a box, then we require that the continuum wave-functions of the final excited
state must be normalized with respect to the energy, u — ug, i.e.

/u*E, (ryug(r)dr =5§(E' — E), (2.25)

such that B
dan _ g
dE 3

(En — Eo) (R, (r)|r[Ro(r))|?, (2.26)
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with Rg(r) = ug(r)/r. To normalize the final wave-function we follow the procedure of Ugray et al.
[48] given as

2

Re.(r) = Eny1— Ena

R, (r), (2.27)
where E, 1 (E,—1) is the energy of the adjacent above (below) pseudo-continuum excited state and
R, (r) is the radial wave-function of the pseudo-continuum. Finally, Eq. (2.24) let us to calculate the
PCS of an atomic system with one active electron for a dipole transition as a function of the continuum
spectrum of the electronic system, Eq. (2.26), [47].

2.2 Electronic stopping power

Another property of interest related to the DOS and GOS is the electronic stopping cross section. The
Bethe’s model for the stopping power [8, 32] is the first quantum treatment to account for the energy
deposition of ions colliding with atomic or molecular targets, which is valid in the high energy regime.
Bethe considers the projectile momentum transfer as the dynamic factor that describes the energy loss
within the first Born approximation.

In this model, we consider the projectile interaction with the nucleus and the electron as a per-
turbation to the system. Furthermore, Bethe assumes that the projectile velocity is fast enough such
that the momentum does not change in the transversal direction. Under this considerations, the
Hamiltonian is

T
[

H +H,+V, (2.28)
I:IO +‘A/,

where flo =H 1+ fIg and H 1, and flg are the projectile and target Hamiltonian, respectively. ﬁo is
the unperturbed Hamiltonian, and V' is the interaction potential defined now as

~ 212262 2 1
V, = -7 —_— . 2.30
P R 1€ Z R — I'j| ( )

Here, Z; and Z5 are the atomic numbers for the projectile and target, N5 is the target bound electrons.
Thus, with the Hamiltonian given by Eq. (2.28) we solve the time-dependent Schrédinger equation
during the collision defined as
~ ~ ~ 0
(Hy + Hy+ V) = maif :
Using the time-dependent perturbation theory to solve Eq. (2.31) and considering that Visa
perturbation to the free system Hy, the Fermi golden rule for an electronic transition from an initial
(ng) to a final (n) state is given by [8, 32]

(2.31)

2 N
W, = %|<n|V|n0)\25(En —En) s (2.32)

where the total energy during the collision is conserved. Integrating Eq. (2.32) as a function of the
final state (n), we obtain the probability transition per time and solid angle for a momentum between
p and p + dp as

kM,

e = ————|(n|V 2dQ 2.
aw, 0 h5(2ﬂ_)5|<n‘V‘7’l0>| d ) ( 33)
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where M is the projectile mass. Then, the differential cross section do, (0, ¢)/dS2 is given by

1 M
(2m)2 1

From the energy conservation, the energy transferred by the projectile will be the energy gained
by the target. Then, the stopping cross section is given as

doy,
S, = Z/(En — E,,) %dﬁ, (2.35)

and the sum is over all target states (bound and continuum).

From the matrix element of Eq. (2.34), one finds that the electronic stopping cross section is
independent of the nuclear contribution as the wave-functions only represent electronic states of the
target (see Ref. [46]). The momentum transfered (q) is related to the wave vector (k) by q = k — ko,
and from the conservation of momentum, we obtain ¢ = k% + k3 — 2kkg cos§ and d§) = 2wqdq/kko.
Thus, the stopping cross section [Eq. (2.35)] is

87TZ1€ qmam No . ,dq
T R202 Z Ern — En,) [(n] Ze 7|no)| 2 (2.36)
j=1

min

00,1(0,6) = =5 | (n]V |no) [2d€2. (2.34)

for a given projectile velocity v. The integration over ¢ is carried out between a minimum and maximum
momentum transfer value determined from energy and momentum conservation [49]

g (n) = 2V 1+ \/1 _ 2Bn = B | (2.37)

h M1U2

Here Ey and E,,, are the initial and final energy levels of the system, respectively.

Summarizing the previous results, we have an ion that moves with velocity v, mass M7, with a
nuclear charge Z; that collides with a target of mass My and with V5 electrons bound to the nucleus
in some initial state |ng). After the collision, the target electrons will undergo a transition to a final
state, denoted by |n) where a transfer of kinetic energy exists between the ion and the electrons. The
kinetic energy transfer from the projectile to the target is given by E,, — Ep,,. Rewriting Eq. (2.36)
we obtain

A 724 Gmaz(n) dq
S.(0) = A5 / Founo ()2, (2.38)
n Y4

me'U2 WLin(n) q
where F,,,(q) are the generalized oscillator strength (GOS) defined as

2me

r2ge (En = Eno) [Man, (@) (2.39)

Frng(q) =

and the atomic form factor given by

Mo (@) = (n] Z el ng) . (2.40)

The integration limits of Eq. (2.38) are given by Eq. (2.37). Then, Eq. (2.38) requires the solution
of the undisturbed Schrodinger equation for a system of Ns electrons bound to the nucleus. In other
words, the knowledge of the complete excitation spectrum and the corresponding wave-functions is
required.

10
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2.2.1 Independent electron model

Instead of trying to solve an N-body problem, it is proposed to use the independent electron model
(see Ref. [11, 50]) for a multi-electronic system. This model implies that a system of Ny electrons is
described by a wave-function of the Hartree type of the form |n) = |ny,na,ns, ..., ny, ), where |n;) is
the eigenfunction for a single electron for a undisturbed system. The energy transfer from the ground
state to any excited state is written as E,, — E,, = Z;V:zl (Enj — Enoj) which permit us to obtain the
i-th contribution to the electronic stopping cross section as

N2
v) =3 Seilv), (2.41)
i=1

where -
4 Z3et Gmaw i) dg
Seale) = /q o P (053 (2.42)
and the GOS for the i-th electron is given as
. 2me g
F7(lzj)noj (q) = h2q2 ( ng Ent)j) ‘<’I’Lj|€ Zq J|an>|2- (2.43)

This result reproduces the Bragg and Kleeman [51] addition rule for the electronic stopping cross
section.

As a final remark, the oscillator strength is a dimensionless quantity that expresses the probability
of absorption or emission of electromagnetic radiation in transitions between energy levels of an atom or
molecule. Then, the GOS accounts for the probability transition from the ground state to a particular
excited state for a given momentum transfer, q, and is defined by Eq. (2.39).

The GOS, satisfy the Bethe’s sum rule (BSR) [49, 34] given as

dF,
ZFn o ( /CJZEO@dE =N., (2.44)

where N, is the number of bound electrons valid for any value of the transfered momentum ¢ and is
the generalization of the TRK sum rule [Eq. (2.23)]. The first term is the sum over the bound states
and the second one is the sum over the continuum states. From the GOS we obtain the DOS for ¢ — 0
given as fp,n;o = limg0F5;n,,(q), see Eq. (2.21).

2.2.2 Bethe approximation and mean excitation energy

A particular case of Eq. (2.42) is the Bethe approximation for the electronic stopping cross section
for high energy regime. In the limit of high velocities (v > v., with v, the target’s electron velocity)
Eq. (2.42) is given by kinematic considerations for binary collisions between heavy ions, such that
Gmaz,i = 2mev/h and ¢uins = (En, — En,,)/hv. The lower limit is replaced by the independent
average of the mean excitation energy, that is ¢min; = loi/hv (see Ref. [8, 46, 32]). Integrating Eq.
(2.42) assuming the fulfillment of the BSR [Eq. (2.44)], with the limits defined as before, we obtain

47TZ dmasz,i dq 47TZ1264 2m e v?
Se.i(v) 2 Z/ el ) (2.45)

min,i

Here, Io; is the mean excitation energy of the i-th orbital, defined by the DOS, fy,n,, = limg—0Fn;n;,(q)
[Eq. (2.22)], as

M Ioi = fainyo 0 (En, = Eny,) . (2.46)

11
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For high energy collisions and using the decomposition Bragg rule [Eq. (2.41)] [11, 51] which
states that the mean excitation energy of an atom —molecule- is the sum of the I,,,, of all the electrons
—atoms— composing the atom —molecule-. Thus, the mean excitation energy of the system is given by

Nolnlp =Y nilnly,, (2.47)
i=1
where n; is the occupation number of the i—th orbital. This Iy parameter accounts for the average
energy that a target absorbs from the projectile kinetic energy during the collision process. The
determination of Iy is a difficult problem since it requires the knowledge of the full excitation spectrum
of the target.

In summary, we know how to obtain the photo-ionization cross section [Eq. (2.24)] for atomic
systems with one active electron through the mean DOS [Eq. (2.26)], the electronic stopping cross
section as an orbital decomposition [Eqgs. (2.41)-(2.42)] through the GOS [Eq. (2.43)], and the mean
excitation energy as a function of the DOS [Eq. (2.46)]. As we observe from these physical properties,
the DOS and GOS are the principal quantities to calculate as a function of the eigenvalues and
eigenfunctions for a given electronic transition. Thus, in the next sections, I will show how to obtain
the energy spectrum for atomic systems at free and extreme conditions.

2.3 Harmonic oscillator approach

As a first approach, the stopping cross section can be evaluated analytically, if we assume that the
electrons are bound harmonically to the target. The wave-function of a three-dimensional isotropic
harmonic oscillator, in Cartesian coordinates, is given as [52]

Do msyimee (@, 2) = Ap, e SEH D 2H (00 H,,, (i) Ha,. (042), (2.48)

where A, = (a?/ﬂ)?’/‘l/\/2"1w+"iy+”'iznim!niy!niz! is the normalization constant, H,,, is the Hermite
polynomial, a? = m.wo,/h, and the energy of the state is given by E,,, = hwo;(n: + Ny + Nz + 3/2).
Here wy; is the angular frequency of the i-th electron [53]. Thus, assuming an s-initial state from Eq.
(2.48) in (2.43) and (2.42) we obtain [54]

Amet 732
Se.i(v) = LLi(v). 2.49
o) = TE L) (2.49)
Here the stopping number is given by
[E1/Tod]
1 F(V - 17 xmin) - F(V - 1a xmam)
Liy=2 ¥ o 7 (2.50)
v=1

where I'(z, a) is the incomplete gamma function [52] and the limits are given by

2
29T () = M By <1 +4/1— L”u) : (2.51)

min
melo; K

with Iy; the mean excitation energy and E; the projectile kinetic energy.

For atomic systems, the mean excitation energy is calculated by considering Eq. (2.48) where the
ground state wave-function is a function of the angular frequency wp;. A consequence of the HO model
is that fo; = ;1 and consequently, the orbital mean excitation energy is related to the orbital electron
angular frequency as

IOi = thi . (252)

The angular frequency wy; is found through the Virial theorem given as

12
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—2601‘

(2.53)

where €p; and (r?) are the orbital energy and mean square position of the i-th electron, respectively,
and are taken from atomic data tables [54].

In the HO model, the orbital angular frequency is the only parameter that connects naturally
with the mean excitation energy. Thus, to account for the chemical composition of a molecular target,
we implement the Floating Spherical Gaussian Orbital (FSGO) model (see Ref. [55] and references
therein). The FSGO describes a molecular electronic system with an even number of electrons 2n,
distributed in n localized orbitals represented by the function ¥;, with ¢ = 1,2,--- ,n [56]. This model
only allows to consider closed shell systems. In this representation, each Gaussian orbital describes
the core (1s?), bond, and lone pair (LP) orbitals of a molecule. Each one of them is represented by a
Gaussian function of the form

2 \** 2, 2
qzi(r):<wz) e~ —R)7/pi (2.54)

where p; is the orbital radius and R; is the position of the Gaussian center. As noticed, this wave-
function is the ground state of the HO. This similarity justify the use of the FSGO wave-function
within the HO approach, such that there is a direct relations between wp; and p;. Using Eq. (2.54)
and Eq. (2.48) we obtain

2h2

3 -
mepi

Iy, = (2.55)
These expressions let us take into account for the mean excitation energy for atomic and molecular
targets as a function of fundamental properties.

2.3.1 Spherical symmetry

In Section 2.1 we found that the electronic stopping cross section, S, in an orbital decomposition, is
given by Eqs. (2.41)—(2.43). Here, we give a further step by taking into account the spherical symmetry
of the atomic system to calculate the GOS [Eq. (2.43)] by any spherical orbital. Considering that the
transfered momentum is along the z direction, the stopping cross section from an initial 1s state using
the wave-functions of Eq. (2.15) and (2.16) is given by [57]

47TZ dmazx, 'L i dq
Sei(v) Z / " R, @5 (2.56)
q

min,i (’I’L) q

where the GOS are 5

7(17,)7l07, (q) = qig (E"z - E"O?) |Mnin0i (q)‘Z ) (257)

and from the initial and final wave-functions, Eq. (2.15) and (2.16), we obtain
My ing; (@) =(tn, (7,0, 9)e ™1 by, (1, 6, §)) (2.58)
=i\l + 1/ Jilgr)uy, (r)uo(r)dr, (2.59)

0

is the atomic form factor, j;(z) is the spherical Bessel function of order I, and i is the imaginary
number. As we observe from Eq. (2.58), the atomic form factor is a function of the initial and final
radial wave-functions, u1o(r) and u,,;(r), respectively. Note that these previous properties are only

function of the time-independent spectrum of the system (free or confined at extreme conditions).
These wave-functions will be found within a numerical approach by a finite-differences method.

13
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From the above results, we observe that the photo-ionization cross section [Eq. (2.24)], mean
excitation energy [Eq. (2.47)], and the electronic stopping cross section [Eq. (2.41)] are dependent on
the DOS and GOS, respectively. The DOS [Eq. (2.22)] and GOS [Eq. (2.43)] are a function of the
eigenvalues and eigenfunctions where the information of an atomic transition is contained. Thus, to
study an atomic system at free or at extreme conditions (confinement conditions), it is necessary to
obtain the energy spectrum and eigenfunctions. In the following sections, I show how to calculate the
energy spectrum of the hydrogen and lithium atoms.

2.4 Electronic spectrum of atomic systems

Once I have established how to calculate the physical properties considered in this thesis, I proceed
to obtain the energy spectrum of the atomic systems of interest. In this section, I show the general
treatment useful to study the electronic spectrum of the atomic systems under several confinements
conditions. In the next section, the confinement conditions are established used in this thesis.

2.4.1 One active electron atom

The electronic spectrum of a hydrogenic atom is given by the solutions to the time-independent
Schrodinger equation [45]. However, in this case, we consider a generalized case of the problem where
we suppose that the active electron is subjected to a screening potential [Viere(r)] (e.g. a Coulombic
potential due to the inner electrons) and to a confinement potential [V.(r)]. These potentials have
spherical symmetry and as a consequence a dependence on the radial variable. Thus, the Schrédinger
equation for an active electron is given as

=57 Vare 1) 4 Velr)| () = B ), (2:60)

From the spherical symmetry of the problem the wave-function is given by Eq. (2.15). Thus, using
the function replacement R,; = wu,;/r, the radial Schrodinger equation is reduced to

1d®  U+1)
2 dr? 2r2

+ Vscre(r) + ‘/c('r):| Unl(r) = B, un, (261)

which results in a one-dimension equation in terms of the radial variable as a function of the Ve (r)
and V,(r) potentials. Eq. (2.61) let us incorporate confinement effects through Vie..(r) and V.(r)
potentials (see below), e.g. screening and pressure effects. To solve Eq. (2.61) we use a numerical
method described further below.

Note that, the well-known free hydrogen atom radial equation is obtained from Eq. (2.61) when
Viere(r) = —Z/r and V. = 0.

2.4.2 Lithium atom

A further case of study is a multi-electronic systems. As a first example, I consider the ground state
of the lithium atom confined under several conditions, e.g. for any confinement potential. Here I
implement the Hartree-Fock (HF) method considering the Restricted and Unrestricted approaches to
obtain the eigenvalues and eigenfunctions of the Li atom.

General Hartree-Fock method under confinement

In this section, I review some well-known results of the Hartree-Fock (HF) method [50] considering a
general approach when the electrons of the system are subject to a confinement potential [V.(r)].

14
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A many-body stationary system is described by the Schrédinger equation as

‘[:I(I)(qlvqu) :E(I)(CIhaCIN)v (262)
where the Hamiltonian is
N N
. 1 Z 1
H= V2 - Z 4V (r ) +y —. 2.63
S (-5¥te L) 3 (2.63

Here Z is the atomic number, r; is the distance for the i-electron to the nucleus, 7;; is the distance
between i- and j- electrons, and V.(r) is any confinement potential. Furthermore, we are neglecting
relativistic effects and we are in the Born-Oppenheimer approximation (heavy nuclei). Defining the
one-electron operator f; = —3V?—Z/r; + Ve(r) and the two-electron operator §;; = 1/r;;, Eq. (2.63)
is rewrite as

N
= Z + Zgw (2.64)

i>7

Eq. (2.62) has no analytical solution thus the Hartree-Fock method is implemented. This method
assumes a Slater determinant, i.e. an antisymmetric wave-function given by

x(a;q1)  x(aisq) ... x(oasawn)
1 X(az;Q1) X(Oéz;fm) X(Oéz;qN)
g1, an) = 7= . . , . : (2.65)
n. . N T .
x(an;q1) x(anig2) ... x(an;qn)

where x(an;qn) = ¥(gn)o(an). Here ¥(qn) and o(ay) are the spatial and spin contribution, re-
spectively. Using the variational method and Eq. (2.65) to solve Eq. (2.62), we obtain the general HF
equations for an open-shell atom given by the solution of the Fock operator, f(x), as

f(xa)x;(x1) = e;x;(x1). (2.66)
The spatial part in the Fockian term is given by
f(I'l hl I'l ZJb I'1 Kb I‘l) (267)
b#a

where fll(rl) is the one-electron operator, Jp the Coulomb interaction operator, and K, the exchange
interaction operator defined as

. 1 Za
hy(ry) = _§v§ _ZH + Ve(r1), (2.68)
A

ntereien) = ( [ e teapotea) =) o) (2.69)

Kl (e1) = ( [ dras s ea) ) oton), 2:10)
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Recalling that the single electron term, Eq. (2.68), includes the confinement potential V,.(r)!. This,
let us to account for the effects of the confinement potential on the electron in each orbital.
The ground state HF energy is defined as

Zhﬂ +5 ZJZJ K, (2.71)
t#]

with
iy = [ do @h() (2.72)
3y = [ deideaite Xz(rl)Tlx-(rQ)Xj(rz), (2.73)
/drldrgxz (r1) X](rl)rigx-(rg)xi(rg). (2.74)

It is important to note that Eqgs. (2.66) are coupled and include the confinement by any model
potential.

Unrestricted Hartree-Fock approach

The unrestricted Hartree-Fock theory is the molecular orbital method for open shell atoms/molecules
where the number of electrons of each spin are different. This appraoch use single determinant total
wave function in which orbitals of the same n, [, and m; values but different m, values are regarded
as being independent [50].

Equations and ground state energy

Let us consider the lithium atom in the ground state 1s22s! in an arbitrary confinement potential.
Thus, in agreement with Fig. 2.1a) and Eq. (2.67), the Unrestricted Hartree-Fock (UHF) equations
are given as

(ih + jz + j3 - K3) x1(r1) = erxai(ry), (2.75)
(izz + j1 + j3> X2(r1) = e2x2(r1), (2.76)
(53 +J1+ jz - f(l) x3(r1) = esxs(ra), (2.77)

with x;(r;) = ¢¥(r1)o(w), o(w) = a(w) or B(w) is the spin contribution. The subscripts 1,2 in the
wave-function y and energy terms corresponds to an electron in the ground state 1s2, and the subscript
3 corresponds to valence electron, i.e. x1 = x{s, X2 = X’fs, and ys3 the electron that is excited. The
hi, Ji, and K; were given explicitly by Eq. (2.68)(2.70).

The ground state energy, from Eq. (2.71), is given as

E([J]HF Z hijj + Z Z Jij — Kij, (2.78)

i=1,i#7 j=1
= h11 + hag + haz + Jor + J31 + Jz2 — K3, (2.79)

according to the configuration shown in Fig. 2.1a) for the UHF case.

IThe free atom is obtained when V. = 0.

16



2. Theoretical approach

N

ST
¥y

a) b) c)

N

T I

Figure 2.1: Configurations for the lithium atom. a) Unrestricted HF for ground state. b) Unrestricted
HF for an excited state. c¢) Restricted HF for the ground state.

Gauss-Seidel iteration method

To solve the coupled UHF equations (2.75)—(2.77), we use the Gauss-Seidel iteration method [58].
Here, we obtain the lithium ground state energies and wave-functions that are used to first step to
obtain the electronic spectrum of the lithium atom under confinement conditions (see next section).
Under this approach, we need to guess an initial wave function (y;) that allows us to calculate the
Coulomb and exchange integrals involved in Eqs. (2.75)—(2.77) as a first step. Then, we solve at the
same time the system of couples equations with this initial guess and we obtain new wave-functions for
the ground state, i;. With this new wave-functions, we construct an improved wave function (u"P)
for each electron given as

ul™ (r) = (1 — w)ui(r) + wi(r), (2.80)

where w is a relaxation parameter that has the value of 3/4. Then, we calculate the total energy given
by Eq. (2.79) and repeat this process until the total energy does not change, i.e. under a self-consistent
convergence criterion. At the end, we obtain, for each electron in the ground state of lithium atom,
an energy and a wave-function that includes the confinement interaction. In Appendix B, we describe
the implementation of the GS into the UHF approach.

Valence electron equation

Once we obtain the radial ground state wave-functions w1, us, and us subjected to the V. confinement
through the Gauss-Seidel method, we obtain the energy spectrum of the lithium atom through Eq.
(2.77). Now we need to obtain the bound and continuum (psuedo-continuum) states to calculate the
DOS derived properties of the Li atom. As, from Eq. (2.77) the spatial part is

(7%3 + s — f(l) Y3(r) = e3v3(r),

the elements jl, Jo can be calculated using the previous results, i.e. the wave-functions found by the
GS method for the ground state. However, the exchange term K1 needs a more special treatment. To
include the exchange interaction of the inner core with the valence electron, we use Slater’s X-a [59]
approximation as a first approach. Thus the exchange interaction is approximated as

Ky = ap? (), (2.81)

where « is a parameter. Here the term p;(7) is the cahrge density due to the 1s? electrons, p;(r1) =
>~ [1i(r)]?, and it is defined in terms of ground state wave-functions.
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Under this approach the exchange term is given by

Kps(r1) = apy® (r1)93(r1). (2.82)

The valence electron equation (2.77) is rewritten as
(733 +Ji+Jy - Oépi/g) Y3(r1) = e3s(ry), (2.83)

using the spherical symmetry and making ¥ (r) = (un(r)/7)Ymi(0, ) we obtain

142 (41 2z L 173
(—er% 27“% — E + %(’]"1) + J1 + Jg — apq ) ’LL3(7‘1) = €3U3(7’1). (284)

A one-electron equation that allows us to solve it with a numerical approach, e.g. a finite-differences
approach and obtain the excitation spectrum of the lithium atom.

Generalized and dipole oscillator strengths

In this Section, we present the theoretical approach for the GOS and DOS for the UHF case that is
closely related to the theory approach reviewed in Section 2.2.

From Eq. (2.39), in atomic units, the GOS for a multi-electronic system in the UHF case is defined
as [50]

N
2 -
Fao = 25 (BT = BYIT) [(0a (1) 3 e W0 (1)), (2.85)
j=1
where q is the momentum transferred, ¥,, is the final excited state, and ¥ is the initial state from

where the transition occurs, and N is the number of electrons in a multi-electronic system. In the
special case when ¢ — 0 in Eq. (2.85), the GOS corresponds to the DOS given by

N
fao =2 (EYF = B [(0 ()] 3 55 B0 (2.86)

From Zsabo and Ostlund [50], a one-electron operator defined as O; = Zjvzl h(j), where h(j)
is any operator involving only the i—th electron, is used to rewrite the atomic form factor for a
determinant that differs by an orbital, in Eq. (2.86), as

(W (r)]01]Wo(r)) = (xn (1) Al x0(r))- (2.87)

In our particular case we obtain

(W (r)| erl‘l’o(r)> = (tn()Irlxo(r))- (2.88)

Thus, for a multi-electronic system, the atomic form factor is rewritten in terms of the wave-
functions of the ground and excited states, xo and x,, respectively. From Eq. (2.88), the DOS [Eq.
(2.86)] is given as

fro =2 (BT = EGFTT) [ (0)rlxo () (2.89)

Thus, the mean DOS under spherical symmetry is rewritten as
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(BUHF — gYHFY > () uo (), (2.90)

anZ o +1

[SCI )

where ug (1) and u,, () are the initial and final radial wave-functions of the valence electron, respectively.
This result is similar to Eq. (2.22) with the only difference in the energy levels, i.e. EY#F and EVHF
is the total energy for the ground and excited state, respectively. A note of caution must be taken
with this result. The 1 and 2 electrons are still frozen, so it is not really an UHF approach. When
the 3rd electron is excited, the inner electrons will relax and change wave-function and energy. What
we have is that 1 and 2 electron are not the same as in strictly unrestricted or restricted Hartree-Fock
(see below). This is due to the X-a approximation.

Restricted Hartree-Fock approach
Equations and ground state energy

In the restricted Hartree-Fock (RHF) approach, we suppose that the two electrons in the 1s? core are
frozen, i.e. there is no interaction with the valence electron in 2s! (or any excited state), see Fig. 2.1c).
Thus, from Egs. (2.75)-(2.77), the terms J; and K3 are null and we obtain

(1}1 + jz) xi(r1) = erxa(ry), (2.91)

(il?, +2J; — f{l) x3(r1) = esxs(r1), (2.92)

where Eq. (2.91) is the same for the paired electrons 1 and 2 in the frozen core 1s2. The ground state
energy is defined as

EFE = 2hyy + has + Jio + 2J31 — K3, (2.93)

according with the configuration shown in Fig. 2.1c) for the RHF case.
In this case, ERHE — BIRAF — ¢5 — ¢; and the system is reduced to solve Eq. (2.91) and (2.92)
using the Gauss-Seidel interaction method discussed above.

Generalized and dipole oscillator strengths

Once the eigenvalues and eigenfunctions are obtained for the ground and excited states, we would
determine the GOS and DOS for the RHF approach. The GOS for the RHF case is similar to Eq.
(2.85) and is given as

2 i
Fro =5 (€n — €0) [{xn ()[4 xo (x)) %, (2.94)
where q is the momentum transfer, x,, is the final excited orbital, and xq is the initial orbital from
where the transition occurs. Observe that this is a result for a one-electron system. For ¢ — 0 in Eq.
(2.94), the GOS reduced to the DOS. In the case of spherical symmetry, the mean DOS for one active
electron atom is reduced to

- 2 l
Fao = 5 (en = 0) g7 un (o (), (295)
where I, ug(r), and u,(r) are defined as above, €y and ¢, are the orbital energy for the ground and
excited states, respectively, of the valences electron.

In this section, I have shown the equations that allows us to obtain the energy spectrum of the
hydrogen [Eq. (2.60)] and lithium [Eq. (2.83) and (2.91)] atoms as a function of a screening, Viere(r),
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and a confinement, V.(r), potentials. As I mentioned above, the purpose of these potentials is to
generalize the eigenvalue problem, for the hydrogen and lithium atoms, and incorporate the extreme
conditions to obtain the energy spectrum dependence on the confinement environments. In next
sections, I establish which are the extreme conditions considered in this thesis.

2.5 Extreme conditions

In this section, we show the extreme environments consider in this thesis given by the confinement
potentials Viere(r) and Vi(r). The first extreme condition is when the atomic system is subject to an
endohedral confinement. The second is when the atomic system is subjected to a plasma interaction.

2.5.1 Endohedral confinement by a fullerene cavity

To describe the electronic properties of an atom inside a fullerene cavity, we need to consider the n-
carbon atoms that constitute the fullerene and their delocalized valence electrons. This is an expensive
and complicated task from a purely ab initio approach. Thus, model potentials of quantum confinement
have proven to be appropriate (see e.g. Refs. [29, 30, 15, 16, 60]). Several potentials have been
proposed that model the spectral properties of a fullerene cage [22, 23, 24, 61]. For example, the
Dirac d-potential [62], the square-well potential [63], the Woods-Saxon (WS) potential [64, 25], and
the power exponential potential [65, 26] have been used to model a C,, cavity. In a previous work,
Dolmatov et al. [25] found that the discontinuity shown by the squared well potential is not relevant
to the determination of dipole properties of the enclosed endohedral atom, particularly for the study
of the photo-ionization cross section. In this thesis, we use the square-well and the Woods-Saxon
potentials to model the endohedral cavity in order to address these findings. However, the question is
left open for properties that depend on the GOS for the HQCgg system. In Paper II, we respond this
question finding that the discontinuity is relevant in the determination of the GOS derived properties
in comparison with the DOS derived properties.

The parameters used in this work to describe a C,, fullerene cage are used under the assumption
that the fullerene cage electronic configuration is static. This assumption means that only the active
electron in the HQCgy endohedral system is the one in the H atom. Evidently, a more realistic cavity
description is required if one is to study the plasmonic behavior of the Cgp system [66, 67], or to
take into account the exchange repulsion and polarization of the electronic structure [68], but that
is outside the scope of this thesis. Thus, we can consider, as a first order approximation to a more
realistic approach, a model potential to describe the electronic structure of the endohedral cage. The
square-well model potential is defined as

_ _%a RO S T S RO + A
Ve(r) = { 0, otherwise ’ (2.96)

where Ry is the inner radius, A is the thickness of the spherical shell and Vj is the potential well depth.
The Woods-Saxon model potential [64] is defined as

_ o Vo
T 1t e - RotA/Y  1te R/’

Ve(r) (2.97)
where 7 is a smoothing parameter and Ry, A, and Vj are defined as before. In particular, we use
two sets of parameters (inner radius, thickness of the spherical shell and well depth) found in the
literature to characterize an endohedral cavity [69, 63, 31]. In Fig. 2.2 we show the square (solid line)
and Woods-Saxon (dashed symbol lines) model potential observing the discontinuity at r = Ry and
r = Rg + A for the square-well potential in comparison with the Woods-Saxon potential.

Finally, to obtain the eigenvalues and eigenfunctions of the endohedral hydrogen systems, we use
Eq. (2.96) or (2.97) in Eq. (2.61), (2.84) and (2.92), respectively, with Viepe(r) = —Z/r.
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Figure 2.2: Square well (solid-line) and Woods-Saxon (dashed lines with symbols) model potential as
a function of the potential well depth Vj for the parameters Ry = 5.8 a.u., A = 1.89 a.u., and v = 0.1.
See text for details.

2.5.2 Plasma interaction

The study of atoms or ions under plasma environments has been a topic of great interest over the past
decades due to the coupling strength of the plasma with the electrons of immersed atoms and the con-
sequent modification of their electronic properties [4, 35, 3], with applications in many research areas,
e.g., fusion processes [70], materials processing [71], and astrophysics environments [72]. The plasma
interaction may be described by a screening potential function that incorporates the collective effects
of the correlated many particles interaction processes in a plasma and has been studied exhaustively
under different treatments [73, 74], e.g., by the Debye-Hiickel potential [74, 75], the cosine Debye-
Hiickel potential [36], and recently by the Coulomb potential for finite-temperature [76, 77]. Then,
to describe the influence of a weak plasma interaction on an free atomic or on a HQCgy system, we
use the Debye-Hiickel screening potential that characterizes the plasma in terms of a Debye screening
parameter Ap. The Debye plasma screening potential Vie..(r) is [73, 74]

V:ecre(r) = _g eXp(_T/)\D) 5 (298)

with the Debye screening length given by Ap = [477(1 + Z*)nez/kBT]fl/Q, kp is the Boltzmann
constant, n the density of plasma electrons, T' the temperature, Z* the effective charge of the ions in
the embedded plasma, and Z the hydrogenic nuclei charge. The Debye-Hiickel model is valid for weak
plasmas, i.e. those where T' = (Ze)?(4wn/3)"/3 /kpT < 1 is fulfilled [3, 74].

In order to relate the order of magnitude of the plasma density, as a function of the Debye screening
length Ap, in Fig. 2.3, we show the electron plasma density for several temperatures as a function
of Ap in a.u.. Examples of weakly coupled plasmas (thick blue-lines) are those occurring in fusion
plasma (T ~ 6 x 105 — 107 K, n ~ 10?2 — 1026 ¢cm~3), laser-produced plasma (T ~ 5 x 105 — 3 x 10°
K, n ~ 10 — 10%! cm~3), and stellar atmospheres (T ~ 6 x 103 — 6 x 10* K, n ~ 105 — 10!® cm~3
) [3, 38, 78]. As shown in the figure, the yellow shaded region is where the weak plasma condition of
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Figure 2.3: The density of plasma electrons, n (cm~3), as a function of the screening length, \p
(a.u.), for several plasma temperatures T' (K). The thick lines are example regions for fusion plasma,
laser-produced plasma, and stellar atmospheres where our model is applicable (yellow shaded area).
See text for details.

our model is fulfilled.

Thus, the effect of a confinement environment is accounted for by Egs. (2.96), (2.97) or (2.98),
that permit us to find the DOS and GOS derived electronic properties. Then, to consider the hydrogen
atom encaged by an endohedral cavity embedded in a plasma interaction we use Eq. (2.98) and (2.97)
[or Eq. (2.96)] in (2.61).

2.6 Free atomic systems

The electronic spectrum of a free (without extreme conditions) atomic systems, i.e. no confinement,
has been a well-known problem since many years ago. For example, for the hydrogen atom, there is
an analytical solution to the time-independent Schrédinger equation to obtain the energy spectrum
and the wave-functions, and as a consequence physical properties as photo-ionization, mean excitation
energy, and energy deposition (energy loss) have been reported. In the case of multi-electronic systems,
several approaches have been proposed to obtain the energy spectrum, e.g. Hartree-Fock methods,
density functional theory, local plasma approximations among others. In this thesis, we are interested
in obtaining the energy spectrum and wave-functions for free atomic systems to calculate the stopping
cross section for heavy ions colliding with several atomic and molecular targets through the equations
presented in Section 2.2. These results are presented in Chapter 3.

Furthermore, from Section 2.4, I recover the well-known results for free atomic systems For exam-
ple, the radial hydrigenic equation, Eq. (2.61), for a free system is obtained for Ve e(r) = —Z/r and
V. = 0. The general Hartree-Fock equations, Eq. (2.63), for a free system are recovered when V. = 0.

Finally in this chapter, I have shown the theoretical approach to study atomic systems at free and
at extreme conditions. This approach, permit us to account for the effects on the energy spectrum of
the hydrogen and lithium atoms and, as a consequence, the change on DOS and GOS derived electronic
properties.

In the following chapters I will show how the DOS and GOS dependent properties are modified
for free atomic systems and at extreme conditions.
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2.7 Finite-differences approach

Finally we are in position to find the energy spectrum and wave-functions of: the HQCg system [Eq.
(2.61)], the HQCg system embedded in a weak plasma interaction, and for the Li@Cgg system in the
UHF and RHF [Eq. (2.84) and (2.92) respectively] for different values of the confinement potential Vj.
For this, we implement a finite-differences numerical approach. The basic idea of a finite-differences
approach is to discretize the function u(r) — wu; where r — 7 is known at the k-th point on a
numerical grid. Thus, k£ = 0 represents ug and k = N + 1 represents uy1, which are the boundary
conditions of the system, respectively [79]. The wave function uy is solved for N points in the grid.
In Appendix A, I give a detailed derivation of a finite-differences approach that is useful for all radial
equations considered in this thesis, e.g. Egs. (2.61), (2.84), and (2.92). In short, by using the definition
of derivative and integration in a discretized grid, we can write Eq. (2.61) in matrix form taking into
account the boundary conditions. We use a finite-differences approach centered at the midpoint. Thus,
Eq. (2.61) is rewritten as

Ho¢ = E¢. (2.99)
where the matrix elements are give by
- 1 1 1 1
H;;= < + + Vi, (2.100)
T2 m— el Tigl — T Tigi/2 —Tio1)2
_ 1 1
Hiiv1=— , (2.101)
2(rit1 — i) \/(7"1'+1/2 - 7"1‘—1/2)(7”1'4-3/2 - Ti+1/2)
_ 1 1
Hij 1 =— (2.102)

2(ri —1i-1) \/(Ti+1/2 - 7"1‘71/2)(7"1‘71/2 - 7“1'73/2).

The latter equations permit us to solve the eigenvalue problem as a linear algebra problem.

2.8 Numerical implementation details

The results that are presented in the following chapters have been obtained considering a numerical
grid box that extends from r = 0 to r = 500 a.u., with a total number of N = 2000 points spaced
logarithmically in this range. The logarithmic grid allow us to have a better description of the wave-
function cusp at the origin and around the endohedral cage to guarantee the fulfillment of the numerical
procedure. We have calculated the GOS for values of the momentum transfer ¢ up to 30 a.u., in steps
of Ag = 0.1 a.u., and we have found that a value of [ up to e, = 100 fulfills the Bethe sum rule.
This means that we have a total of 200 000 excited states to describe the electronic properties of the
endohedral cavity for each well depth. For the DOS, we have a total of 2,000 excited states for [ = 1
to describe the electronic properties of the endohedral cavity for each well depth. The accuracy of
our finite-differences approach is controlled by the number of points in the grid and their spacing. We
have found that N = 2000 points spaced logarithmically between r = 0 and r = 500 a.u., produces
eigenvalues with a precision, for the free atomic systems considered in this thesis, up to the 4th decimal
place. Increasing the number of points would increase the precision, but at a higher computational
cost. Thus, these set of grid parameters are a compromise between precision and computing cost.

For the endohedral cage, two sets of parameters have been proposed to characterize properly the
cavity: a) Rp = 5.8 a.u., A = 1.89 a.u., and Vj = 0.302 a.u. [80, 31] and b) Ry = 6.01 a.u.,, A =1.25
a.u., and Vp = 0.422 a.u. [25]. For the system HQCg, we use both sets of parameters to describe the
DOS and GOS electronic properties. We report the DOS and GOS derived electronic properties of
interest as a function of Vj for values going from the free case (Vo = 0) to Vp = 2.0 a.u., in steps of 0.1
a.u., to represent different electronic configurations of an endohedral H and Li atom.

For the HQCgy system and subjected to a weak plasma interaction, we describe the endohedral
cage by Ry = 5.8 a.u., A = 1.89 a.u,, Vo = 0.302 a.u., and v = 0.1 [81]. Furthermore, we report
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the electronic properties of interest for other selected well depths values of V5 = 0, 0.7, and 1.0 a.u.,
that represent different electronic configurations of a Cgy endohedral cage. The choice of these values
corresponds to no cavity (Vo = 0), Vo = 0.7 corresponds to the cavity depth for the first avoiding
crossing between the 2s and the 1s state [30], and V) = 1.0 is when the 2s hydrogen state emulates the
1s state [30]. For each potential well depth, we present our results as a function of selected screening
length Ap values ranging from Ap = 0.01 to Ap = 100,000 a.u.. This last value is used to emulate
no plasma influence on the Cgg cavity, i.e. Ap — oo. Thus, our values represent different plasma
environments and confinement conditions.

The method has been implemented in a FORTRAN 95 code that calculates the eigenvalues,
eigenfunctions, and physical properties.

In this chapter, I presented the theoretical approach use to obtain the results show in this thesis
for free and confined atomic and molecular systems. Thus, in the next chapters, we only show results
for free and confined systems and the reader would be referred to this chapter for the theoretical details
and numerical implementation in each case.
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Energy deposition for free atomic
and molecular systems

As a first step towards the understanding of energy deposition of heavy ions when penetrating a
material, in this chapter I present results for atomic and molecular systems considering no confinement
environments (free systems). This chapter is based on the research Paper I and III.

The energy deposition of heavy ions is of crucial importance in determining the damage to mate-
rials with implications in areas such as material science, plasma physics, radiotherapy, and dosimetry
[65]. In the fisrt part of the chapter, I show that there is an universal scaling when the electronic
stopping cross sections and projectile kinetic energy are scaled properly in terms of the target mean
excitation energy, Iy, for all projectile-target combinations considered within Bethe’s tehory. The
scaling law expresses a systematic and universal behavior among complex projectile-target systems in
the energy deposition, characterized by the minimum momentum transfer during the slowing down
process. I provide an analytic expression for the universal scaling law for the stopping cross section
of any projectile-target combination valid at high collision energies. We compare our universal scaling
with atomic and molecular experimental data available in the literature observing a good agreement.

In the second part of this chapter, I study the effects of the initial s- and p-orbital target symmetry
on the generalized oscillator strength (GOS) and its consequences on the stopping cross-section. This
study is within Bethe’s theory of energy deposition by implementing the harmonic oscillator (HO)
approach to describe the target’s electron interactions. We report explicit expressions for the GOS as
a function of the initial target’s symmetry for angular momentum ! = 0 and 1, making evident the
role of the targets symmetry contribution to the electronic stopping cross-section. The parameter that
characterizes the absorption of energy from the projectile to the target is the mean excitation energy,
Iy. Here, I use the Iy reported by Oddershede and Sabin [At. Data Nucl. Data Tables (1984), 31,
275] in an orbital decomposition. We show results for the electronic stopping cross-section for protons
colliding with He, Li, B, C, Ne, and Ar atomic gases. Here I include the behavior of s- and p-orbital
target symmetry, showing excellent agreement with the available experimental data. Thus, I explore
the role that the symmetries of the initial state plays to account for the GOS and as a consequence
the electronic stopping cross section.

3.1 Heavy ions colliding with several targets

This section is based on the research Paper I contribution as a Ph.D. student.

3.1.1 Energy deposition and mean excitation energy

As we have mentioned previously, the energy deposition of swift, heavy particles when penetrating
matter is described solely by the target mean excitation energy, Iy, at intermediate to high collision
energies. This mean excitation energy characterizes how the target absorbs energy from the incoming
projectile through the dipole oscillator strength, fo,, (DOS). Thus, if Iy characterizes the way that a
target absorbs energy when colliding with an atom or molecule, it ponders the question if there is an
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universal behavior or scaling of the electronic stopping cross section based on this target property. The
idea of determining a scaling law is to express a systematic and universal behavior among complex
projectile-target systems in the energy deposition, regardless of the detailed mechanism for slowing
down. The mean excitation energy is accounted for by Egs. (2.52) and (2.55) for atomic and molecular
targets, respectively.

Let us note that Eq. (2.49) assumes a fixed projectile charge. However, experimental evidence
points to the fact that the projectile has an "effective charge", Z;, dependent on the projectile velocity.

Here, we use Betz expression for the effective charge, namely Z; = 7, (1 —e v/ “OZE/S) [82] where v

and vg are the projectile and Bohr velocities, respectively.

3.1.2 Results

The scaling law for the electronic stopping cross section can be obtained by making e = m.E,/MpIo;
in Egs. (2.49)—(2.51). By doing so, we obtain a general, single —universal— curve within the first Born
approximation that only depends on the target properties as

Io; _
dretZx27e"
P

(6) = f(e)v (31)

where

fle) = o Lild) : (3.2)

€

and L;(e€) is given by Eq. (2.50). The left-hand side of Eq. (3.1) depends only on the projectile-target
properties and the right-hand side is the universal curve, f(e) as a function of the scaled projectile
energy. Thus, f(€) is a scaled electronic stopping number given in terms of the target excitation
spectrum.

Once we obtain a single —universal- curve, Eq. (3.1), to account for the electronic stopping cross
section as a function of target properties, we are ready to test it on atomic and molecular targets.

The use of Eq. (2.50), and consequently Eq. (3.1), is umpractical due to the large sum that
involves the evaluation of the incomplete Gamma function. We have adjusted the f(e) curve to an
expression given as

In (1 + 16¢%)

fle) = T ete (3:3)

where ¢ = 2/m given an error of less than 2% respect to the numerical evaluation of Eq. (2.50) for
€ > 1 which is the region of validity of the first Born approximation.

Atomic targets

In Fig. 3.1a), I show the scaled S. curve for H, He, Li, Be, C, N, O, Ne, Al, Si, Ar, Ca, Kr, Xe, Au,
Pb, and Bi heavy ion projectiles colliding with He, Be, B, C, Ne, Al, Si, and Ar atomic targets given
by Eq. (3.1) using the mean excitation energy reported for the atomic case by Eq. (2.52) [11]. The
symbols are the experimental data as given in Refs. [83, 84, 85, 86, 87, 88, 89, 90, 91, 92, 93, 94, 95, 96,
97, 98, 99, 100, 101, 102, 103]. From the figure, one observes an excellent agreement for high energy
collisions (e > 10) values in comparison with the available experimental data.

Molecular targets

In Fig. 3.1, we show the scaled stopping cross section [Eq. (3.1)] for H, He, Li, C, O, Ne, Si, Ar, and
Kr heavy ion projectiles colliding with Hs , CH, , HoO, CO5 , Mylar, and Kapton molecular targets
in comparison with the available experimental data. As we observe, for high energies, the scaling law
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Figure 3.1: (a) Electronic stopping cross section scaling rule for H, He, Li, Be, C, N, O, Ne, Al, Si,
Ar, Ca, Kr, Xe, Au, Pb, and Bi heavy ion projectiles colliding with He, Be, B, C, Ne, Al, Si, and Ar
atomic targets. The experimental data (symbols) are taken from Refs. [83, 84, 85, 86, 87, 88, 89, 90,
91, 92, 93, 94, 95, 96, 97, 98, 99, 100, 101, 102, 103]. (b) The same as (a), but for several heavy ion
projectiles colliding with several molecular targets. The symbols are the experimental data as given in
Refs. [87, 98, 104, 88, 90, 95, 105, 106, 107, 108, 109, 110, 111]. Note that each target curve is shifted
by 0.2 on the vertical axis to avoid data cluttering.

is in excellent agreement for all the projectiles colliding on all targets. The mean excitation energy
is obtained from the FSGO approach, Eq. (2.55), in a core (1s?), bond, and lone pair (LP) orbital
decomposition by the Bragg rule [11, 51, 55] [see Eq. (2.47)].

In Fig. 3.2a), I show the theoretical result for f(e), Eq. (3.2), which shows a very close agreement
with the experimental data. In Fig. 3.2a), I show the numerical evaluation of Eq. (3.2) for M, = m,,
, the proton mass (H ions, open triangle symbols), M, = 4m,, (He ions, cross symbol), M, = Tm,, (Li
ions, open square symbols), and M, = 16m,, (O ions, open circle symbols). From Fig. 3.2a), we observe
that the curve is universal for for all projectiles regardless of the explicit dependence of the projectile
mass, M,. These results confirm the universal scaling law for any projectile-target combination at
high projectile energies within the first Born approximation.

In Fig. 3.2b), we show the universal scaling by means of Eq. (3.3) for all heavy ion projectiles
colliding with all atomic and molecular targets. From 3.2b), for values of m.E,/MyIy > 10 the
universal behavior is fulfilled by all the projectile-target combinations.

3.2 Initial orbital symmetry effects on the stopping power
This section is based on the research Paper III contribution as a Ph.D. student.
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Figure 3.2: (a) Numerical evaluation of Eq. (3.2), f(e), for proton projectiles M, = m,, (open triangle
symbols), He projectiles M, = 4m,, (x symbols), Li projectiles M,, = 7m,, (open square symbols) and
O projectiles M,, = 16m,, (open circle symbols). (b) Universal scaling law for all projectiles and all
atomic/molecular targets. The symbols are the same experimental data shown in Fig. 3.1. See text
for discussion.

3.2.1 Orbital symmetry

An important issue present in the previous description is the initial target symmetry state and the
role it plays in the DOS, GOS, and consequently on the stopping cross-section. The orbital symmetry
dependence is important when one considers selection rules for electronic transitions, i.e. an electron
in an s-state would be excited to p-state orbitals, a p-state electron would be excited to s- or d-state
orbitals for dipole transitions. Thus, the role of the initial state symmetry in the generalized oscillator
strengths and, as a consequence changes in the stopping cross-section when accounting for the initial
target symmetry should be considered.

3.2.2 Results

From Bethe’s theory of energy deposition, the electronic stopping cross section for an ion moving with
velocity v, mass M7, and nuclear charge Z;e that collides with a target with mass My and N bound
electrons in some initial stationary state is describe by Eqgs. (2.41)—(2.43), given explicitly in Chapter
2. The electronic stopping cross section is a function of the GOS given by Eq. (2.43) for a given
transferred momentum, ¢, in an orbital decomposition by the Bragg rule [11, 51, 55]. Then, to take
into account for the target electronic structure, we implement the HO approach by considering that
every electron of the target is bound harmonically to the nucleus [11]. We assume that the targets
electrons position is described by the wave-function of a three-dimensional isotropic harmonic oscillator
in Cartesian coordinates [Eq. (2.48)]. The transfer momentum is in the z-direction due to the spherical
symmetry of the target. Thus, the GOS that incorporates the initial symmetry is given as

MNir—MNQoz 2
2m€(Enj B Eno) nOz! 1 q2 ’ ’ Njz—N q2 —q2/2a2
P o) = =2 (00 () (o e C 1 | R RS

with the term L "(q) is the associated Laguerre polynomial [53]. This is the generalized expression
for the GOS for any initial state ng; state to a final state n; within the HO approach.
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Initial s-orbital target symmetry

As a first result of the generalized oscillator strength relation, Eq. (3.4), the s-orbital initial symmetry

is given when ng; =0
n;—1
1 q2 ! 2 2
Foolg)=—— | =— — /205 3.5

]O(q) (nj — 1)| (20[3) € ( )

This result is in complete agreement to the one reported in Ref. [11], which corroborates that our
generalized expression for the GOS is correct. The evaluation of the electronic stopping cross section
is obtained by direct integration of Eq. (2.42) within the limits given by Eq. (2.37) as

Na 472
dme*Z
Se(v) =" Sei(v), Sei(v) = — U2p Ly(v), (3.6)
i=1 ¢
where Lg(v) is the s-symmetry stopping number given as
[Ep/Toi] 1
Li(v) = ; T [C(n; — 1, Zmin) — T(nj — 1, Tmaz)] (3.7)

with I'(n; — 1, 2]%7) being the incomplete gamma function [53] and it is evaluated in the limits
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Initial p-orbital target symmetry

Now, let us consider the electronic transition from an initial state with p-orbital target symmetry, i.e.
noj = 1, to a final excited state. From Eq. (3.4) the GOS are given as

2 ’I’Lj72
nfl —a?/2a2 q2 q2
Foi(q) = Jﬂi‘ =4 /205 lnj - <%[2>] <20¢2 , (3.9)
J: J J

where the electronic stopping cross-section is given by Eqgs. (2.41)—(2.43) as

Ne 472
dme*Z
Se(w) =) Seilw),  Sei(v) = ——FLy(v). (3.10)
i=1 ¢

Here the stopping number L,(v) for an initial state with p-symmetry is

[Ep/Toi]

n; — 1 Tmazx
Ly(v)= > 2]71 — [~T(nj,2) +2n;T(n; — 1,2) = niT(n; — 2,2)] o (3.11)

TL]'>1 J* min

evaluated in the corresponding limits
2
Miv? 2hwo;(n; — 1)
max 1 0z\7tj

W= ——— [ 1+ /1l - —————= . 3.12
xmzn 2mehw01 \/ M1U2 ( )

Note the difference on Egs. (3.8), and (3.12) as the initial orbital symmetry is included also in the
limits of the momentum transfer.
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Figure 3.3: Electronic stopping cross-section for protons colliding with several atoms using the
target orbital symmetry contribution. In a) we show the results for He and Li, b) for B and C, and
c) for Ne and Ar. The solid line is the combination of the s— [Eq. (3.5)] and p— [Eq. (3.9)] target
symmetry results and the dashed-line is the contribution by considering all the electrons only in a
s-symmetry [Eq. (3.5)] as done originally in Ref. [11]. The symbols are the experimental data from
Ref. [113, 104, 114, 115, 116, 117, 98, 118, 119, 120, 121, 122, 123, 124, 125, 126].

Electronic stopping cross section

In Fig. 3.3, we show preliminary results for the total electronic SCS for protons colliding with He,
Li, B, C, Ne, and Ar atoms as a function of projectile initial kinetic energy and we compare with
available experimental data. I use the mean excitation energy as reported by Oddershede and Sabin
[112] and the proper s- and p-symmetry combination of the orbital contribution, Egs. (3.6) and (3.10).
In Fig. 3.3a), I show the results for He and Li atoms (lines) using the HO results for the s—symmetry
observing a good agreement when comparison is made to the experimental data for large values of
projectile kinetic energy. In Fig. 3.3b), I show the results for B and C atoms which have open p
valence electrons. We have used the effective charge approach from Betz (solid lines) and compare
our results with the available experimental data. In the same figure, I show the electronic stopping
cross-section, as obtained by assuming that all the electrons are in an initial s-orbital symmetry, i.e.
by using only the ny; = 0 assumption originally reported in Ref. [11] (dashed line). From Fig. 3.3b),
the inclusion of the p-state symmetry modifies the slope when compared to the experimental data. In
Fig. 3.3c), I show the results for Ne and Ar targets. For noble gas targets I use the bare projectile
charge. The solid line is the stopping cross-section with the inclusion of the p-orbital symmetry and
the dashed-line is the result of only using the s-orbital assumption on all the electrons. From our
results one observes the relevance of including the initial state target symmetry in the stopping cross
section.

3.3 Conclusions and perspectives

In Section 3.1, I have shown that an universal scaling behavior of the electronic stopping cross section
occurs for all projectile-target systems when one considers the initial s-orbital target symmetry. This
expression was obtained within the harmonic oscillator approach, neglecting charge exchange effects
processes, however the scaling dependence is universal, as shown by the experimental evidence. The
results show the relevance of the mean excitation energy to account for the electronic stopping cross
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section. The scaling law expresses a systematic and universal behavior among complex projectile—
target systems in the energy deposition, regardless of the detailed mechanism for slowing down in the
intermediate-to-high collision energies.

In Section 3.2, T have shown that by accounting for the initial orbital symmetry of the target,
new expressions for the electronic stopping cross section are derived. These results are obtained
within the assumption that the electron can be described within an Harmonic Oscillator approach
and shows the effects on the initial target’s electron symmetry when comparing to the experimental
data, confirming our initial assumptions. Bethe’s theory includes the target orbital symmetry through
the mean excitation energy, however in this work, I have shown that the target symmetry is required
to be take into account in the Generalized Oscillator Strength, to evaluate the stopping cross-section
properly.

As I observe from the results, the initial target symmetry is relevant in the calculation of the
electronic stopping cross section. As a future work, a more realistic approach is to consider the
spherical symmetry of the problem by means of a Coulomb attraction for the target electrons and an
initial orbital target symmetry (s, p, d etc.) for the GOS. This work is in progress.
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Endohedral hydrogen atom

In this chapter, I explore the hydrogen (H) atom electronic properties at extreme conditions, where I
mainly follow the results reported in Paper II. In the first part of this chapter, I consider a hydrogen
atom encaged by an endohedral cavity, e.g. inside a fullerene molecule AQC,,. Firstly, I obtain
the eigenvalues and eigenfunctions for the HQCyg, system by solving the time-independent Schrédinger
equation within a finite-differences approach as given in Chapter 2. The Cgq fullerene cage is accounted
for by two model potentials: a) the square-well and b) the Woods-Saxon. We propose to use the Woods-
Saxon potential to study the role of a smooth cavity on the hydrogen atom Generalized and Dipolar
oscillator strength distribution (GOS and DOS). Both models characterize the cavity by an inner radius
Ry, thickness A, and a well depth V. Furthermore, the Wood-Saxon model potential is characterized
by a smooth parameter 7. The electronic properties of the confined hydrogen atom are reported as a
function of the well depth V{, emulating different electronic configurations of the endohedral cavity.
We report results for the photo-ionization cross section, the mean excitation energy, and the electronic
stopping cross section (energy loss).

4.1 Endohedral confinement

Atoms encaged by an endohedral cavity AQCgy have received much attention in recent years because
of the change of their electronic properties when subjected to spatial confinement [60]. An immediate
consequence of the confinement on the encaged atom is the energy level shift and the modification of the
wave function with a consequently change in the Dipole and Generalized Oscillator Strength (DOS and
GOS, respectively), and therefore a change in the properties related to them. Some previous studies
of DOS dependent properties for the AQC,, system can be found in the literature. For example, there
have been theoretical investigation efforts to determine the photo-ionization cross section for endohedral
confinement since giant resonances have been predicted [22, 23, 24, 25, 26, 127, 128, 129]. These huge
resonances are the result of the trapping of incoming and outgoing waves in the endohedral cavity
and recently have been confirmed experimentally for a Xenon atom under endohedral confinement
[130]. For the HQCgy system, the work of Dolmatov et al. [25] shows theoretical results for the
photo-ionization cross section using a numerical approach. Dolmatov et al. [25] find the presence
of energy resonances in the photo-ionization cross section as a function of the potential well depth.
Lin and Ho [26] report results for the photo-ionization cross section of HQCgy implementing finite-
element methods finding a significant influence of cage thickness and smooth shell boundary on the
photo-ionization resonances. In the field of material damage induced by collisions, relevant in material
science, the quantum mechanical study of the energy loss by a bare ion colliding with a target is
carried out by means of Bethe’s theory [131]. In Bethe’s approach, the projectile’s linear momentum
transferred to the bound target electrons during the collision is the main process for energy loss
into electronic excitations and ionization. Thus, in Bethe’s theory, only the electronic structure of
the target atom is required to account for the energy loss process. This approach is valid for high
projectile velocities where charge-exchange effects are negligible. For large projectile velocities, the
energy deposition is characterized by the mean excitation energy, Iy, a parameter that accounts for
how much the target absorbs energy from the projectile. Some studies report the mean excitation
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Figure 4.1: Energy levels of the hydrogen atom encaged by an endohedral cavity as a function of
the well depth Vp for the 1s — 4s and 2p — 4p states. a) Results obtained by means of the square-well
potential (color lines) for the case of the first set of parameters Ry = 5.8 a.u., and A = 1.89 a.u..
The results are compared to those of Connerade et al. [23] (x). b) Results for the square-well (color
lines) and the Wood-Saxon (symbols with same color-line) potentials for the case of the second set of
parameters Ry = 6.01 a.u., and A = 1.25 a.u.. Note the shift of the avoided crossings towards larger
Vo. See text for details.

energy for a hydrogen atom under pressure by a penetrable or impenetrable spherical cavity [132, 133],
but to the authors knowledge, none is reported for endohedral atoms. Outside Bethe’s approximation,
the GOS account for the target energy absorption, due to the projectile momentum transfer [131].
In the case of a free hydrogen atom, the analytic expressions for the GOS have been available in
the literature [134, 49, 135]. However, for endohedral systems, this is not the case, and a numerical
approach for the calculation of the GOS is need. For fullerene targets, there are several studies that
report theoretical and experimental stopping cross section (SCS). For example, Moretto-Capelle et
al. [136] (and references therein) report the theoretical energy deposited by protons colliding with
Cgo molecules finding that the fullerene molecules behave as a carbon foil. For a confined system,
the stopping power for protons colliding with atomic hydrogen under pressure by a spherical cavity is
reported by Cabrera-Trujillo and Cruz [133] finding that, as pressure increases, the stopping power is
reduced.
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4.1.1 Results

In this section, we present the study of the hydrogen atom encaged by a Cgg fullerene molecule (HQCgg)
using two parameter sets to describe the cavity. The first set is Rg = 5.8, A = 1.89, v = 0.1 and
the second set is Ry = 6.01, A = 1.25, v = 0.1. We report the energy spectrum and wave-function
results by solving the time-independent Schrédinger equation by means of a finite-differences approach.
Then, we calculate the DOS and GOS derived dependent electronic properties, e.g. photo-ionization
[Eq. (2.24)], mean excitation energy [Eq. (2.46)], and the electronic stopping cross section [Egs.
(2.56)—(2.58)]. Here, the GOS are given by Eq. (2.57) that take into account the s-initial orbital
symmetry. The numerical details were given in Section 2.8.

Energy levels and wave-functions

To obtain a proper description of the electronic properties given by our theoretical approach, we need
to obtain the appropriate energy levels and wave-functions for the HQCgy system. In Fig. 4.1, we
show the energy levels of the hydrogen atom encapsulated by an endohedral cage. The energies of the
1s to 4s and 2p to 4p states are shown as a function of the well depth V5. In Fig. 4.1a), we show the
results for the square-well potential with the first set of parameters that model the Cgy endohedral
cavity, i.e. Ry = 5.89 a.u., and A = 1.89 a.u.. In the same figure, we compare with the results reported
by Connerade et al. [23] (x), observing a good agreement. As the well depth V; becomes deeper, we
observe an avoided crossing region between the ns and the (n + 1)s states for near degenerate states
at around V = 0.7 a.u. for several energy levels of the square-well potential. This avoided crossing is
a characteristic that shows the migration of the lower energy state, from being in the atom to being in
the endohedral cage. From Fig. 4.1a), we observe that for values of well depths V > 0.7 a.u., the 1s
state migrates to the endohedral cage. In Fig. 4.1b), we show the results for the case of an endohedral
cavity modeled by the square-well potential with the second set of parameters Ry = 6.01 a.u. and
A = 1.25 a.u. (color lines), as the ones used by Dolmatov [25], which is a cavity slightly larger than
the case shown in Fig. 4.1a). Here, for the same potential well depth values, the avoided crossings
have shifted towards larger values of 1 consequence of the larger endohedral cavity. In Fig. 4.1b), we
compare to the results obtained by using a Woods-Saxon potential with the same parameter values
and v = 0.1 a.u. represented with symbols with the same color-line. The Woods-Saxon results for the
eigenvalues are almost identical to the case of the square well potential for shallow cavities. Thus, the
discontinuity of the square-well potential plays a small role in the energy-spectrum of the endohedral
confined H system for small Vj in agreement to Dolmatov’s findings [81]. Furthermore, for large values
of Vy, some discrepancies start to be observed and become important in the calculation of the GOS
dependent properties. For example, for a well depth of V; = 1.7 a.u., we note a discrepancy of around
5% in the 2p energy level state. This is due to the increase of the confinement effect by the endohedral
cavity on the 2p state such that the tunneling of the wave-function is different for both potentials (see
below). This discrepancy is increased as Vj increases.

In Figs. 4.2(a-d), we show the eigenfunctions for the 1s, 2s, 2p, and 3p states of the endohedral H
system for the square-well potential with the first set of parameters, Ry = 5.8 and A = 1.89 a.u., for
values of the well depth V5 = 0.0, 0.302, 0.7, and 1.0 a.u.. For the case of the free atom, V = 0.0 a.u.,
we observe an excellent agreement with the analytic solutions shown by (o) symbols. As the well depth
increases to Vy = 0.302 a.u., we observe, in Figs. 4.2b) and 4.2c), that the 2p and 2s wave-functions
are modified significantly in comparison with the 1s and 3p states shown in Figs. 4.2a) and 4.2d),
respectively. Note that the values Ryp = 5.8, A = 1.89 a.u., and V) = 0.302 a.u. are the characteristic
parameters that describe a Cgg fullerene molecule under this model potential approach, as reported
by Xu et al. [69, 63]. For a well depth near the first avoided crossing, V5 = 0.7 a.u., we observe in
Fig. 4.2b), that the 2p wave-function is completely confined in the cage region between 6 < r < 8
a.u.. Furthermore, the 1s [Fig. 4.2a)] and 2s [Fig. 4.2¢)] wave-functions are split partially between
the Cgo cage region and the hydrogen atom nuclear position. In Figs. 4.2a) and 4.2c), we compare
our results for the 1s and 2s wave-functions with those given by Connerade [23] (A) for a well depth
Vo = 0.7 a.u. observing an excellent agreement. For a well depth of V5 = 1 a.u. in Fig. 4.2a) and
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Figure 4.2: Radial wave function, u,(r), for the 1s, 2s, 2p, and 3p states of the hydrogen atom
encaged by an endohedral cage (color lines) for selected well depths, Vj, for the case of the square-well
potential with the first set of parameters Ry = 5.8 a.u. and A = 1.89 a.u.. Our results are compared
to those of Connerade et al. (A) [23] for the 1s and 2s states at V5 = 0.7 a.u.. The (o) symbols are
the analytic results for the free case. See text for details.

4.2b), the wave-functions for the 1s and 2p states are bound in the cavity region with no contribution
at the hydrogen atom position. Here the electron is completely bound by the cage with the lowest
energy state being at the endohedral cavity. Furthermore, the 2s wave function is now bound by the
Coulombic potential, as observed in Fig. 4.2c), and takes the characteristics of the unconfined 1s
function, a result in agreement with Connerade et al. [23]. Thus, the wave functions are modified by
the presence of the endohedral cage producing a trapping of the electron within the endohedral cavity
as the well depth increases.

Dipole oscillator strength

Once we have calculated the eigenvalues and eigenfunctions, we are ready to obtain the DOS and as
a consequence the photo-ionization cross section for the HQCgy system. In Fig. 4.3, we show the
1s — 2p transition as a function of the well depth Vj for the case of the first set of parameters,
Ry = 5.8 and A = 1.89 a.u. (solid line) as well as for the second set of parameters, Ry = 6.01 and
A = 1.25 a.u. for both the square-well (long dashed line) and the Woods-Saxon (short-dashed line)
potentials. The (l) symbol corresponds to the exact free value, f15_2, = 0.41619 in agreement to that
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Figure 4.3: Dipole oscillator strength for the 1s — 2p transition of a hydrogen atom confined by a
endohedral cavity as a function of the well depth V. Solid line represents the results for the square-
well potential for the case of the first parameter set, Ry = 5.8 and A = 1.89 a.u.. The dashed and
short-dashed lines are the results for the case when the parameter set is Rg = 6.01 and A = 1.25 a.u.,
for the square-well (long dashed line) and Woods-Saxon (short dashed line) potentials with v = 0.1
a.u., respectively. The (H) symbol corresponds to the exact free case, fi1s—2, = 0.4162 a.u. i agreemen
to Wiese et al. [137]. See text for details.

reported by Wiese et al. [137]. From the figure, we observe that around the near degeneracy, the DOS
suffer a significantly change at Vy = 0.7 a.u. for the square-well and for the first parameter set with
Ry = 5.8 a.u.. For the first parameter set, the DOS decay from 0.4161 (free case), until a minimum
value of 0.1063 at Vo = 0.5 a.u., then, it reaches a maximum value around Vo = 0.8 a.u. and then
reaches a value of 0.68 for large V. Observe that, this behavior is completely related to the change
of the 1s eigenfunction between being at the hydrogen atom and then localizing the 1s electron in the
endohedral cavity as the potential well depth increases. For the second parameter case, Ry = 6.01
and A = 1.25 a.u., where the avoided crossing appears, the square-well and Woods-Saxon potentials
presents a similar behavior as before with the drastic change shifted to around V5 = 0.9 a.u.. For the
second parameter set, there exist a slightly difference for 0.6 < Vy < 1.2 a.u. between the square-well
and Woods-Saxon potentials results due to the effect of the discontinuity of the square-well potential
at the borders of the endohedral cavity. This difference can reach up to a 30 %, as observed in Fig.
4.3.

Photo-ionization cross section

The first DOS derived property that we have calculated is the photo-ionization cross section (PCS)
for an endohedral H atom for several well depths Vg as a function of the photo-electron energy due
to the relevance in material damage. In Fig. 4.4a), we show the results for the square-well potential
with parameter set Ry = 5.8 and A = 1.89 a.u.. In Fig. 4.4b), we show the results for the square-well
(dashed color lines) and Woods-Saxon (symbols with same color-line) potential with parameter set
Ry = 6.01 a.u.,, A = 1.25 a.u., and v = 0.1 a.u.. As the photo-ionization cross section has been
calculated previously for the second parameter set and the Woods-Saxon potential by Dolmatov et al.
[25], we will use these results to establish the validity of our numerical method and to asses the proper
description of the photo-ionization cross section. In Fig. 4.4b), we show the results of Dolmatov et
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Figure 4.4: Photo-ionization cross section for an endohedral H atom as a function of the photo-
electron energy (eV) for different well depths V. a) Results for the case of the square-well potential
(color lines) with first parameter set Ry = 5.8 a.u. and A = 1.89 a.u.. b) Results for the case of
the square-well (color lines) and Woods-Saxon potentials (symbols with same color-line) with second
parameter set Ry = 6.01 a.u.,, A = 1.25 a.u.,, and v = 0.1 a.u.. In b) we show the results of Dolmatov
et al. [25] (thin solid black line) for a potential well depth of Vi = 0.422 a.u. for comparison purposes.
See text for discussion.

al. [25] (thin solid black line) for the case of Vj = 0.422 a.u. showing an excellent agreement with our
calculations. In Fig. 4.4a) and 4.4b), we observe the confinement resonances (Cooper resonances) that
occur due to the constructive interference of the photo-electron waves scattered off by the endohedral
cage and the outgoing photo-electron wave [138, 25]. From both parameter set, we find that the
position of the Cooper resonances are strongly dependent on the endohedral cavity parameters. For
the parameters that describe a Cgg cavity, Rp = 5.8, A = 1.89, and Vj = 0.302 a.u., shown in Fig.
4.4a), we find that the first Cooper resonance appears at 8 eV and the second at around 25 eV. For
the second set of parameters, Ry = 6.01, A = 1.25, and V = 0.422 a.u., shown in Fig. 4.4b), the
first resonance appears at a photo-electron energy around 10 eV and the second one at around 28 eV.
As we observe from Fig. 4.4, the PCS is sensitive to the parameters used to model the endohedral
cavity. A clear discrepancy between the two sets of parameters is present for Vy = 0.9 a.u.. There is
an increase of the cross section at a photo-electron energy around 10 eV for the results with Ry = 6.01
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Figure 4.5: The same as Fig. 4.3, but for the mean excitation energy, Iy. In this case, the (H)
symbol corresponds to the free case as reported by Cabrera-Trujillo and Cruz [133] with Iy = 14.9930
eV. See text for details.

a.u. rather than those with Ry = 5.8 a.u.. As we observe from the difference of the results in Fig.
4.4, the photo-ionization cross section experimental data can be used to adjust the set of parameters
that properly describe the endohedral cavity [69]. In Fig. 5.6b), we observe a slight change between
the square-well and Woods-Saxon potential results for the PCS for a photo-electron energy around the
first Cooper resonance that is near the first avoided crossing (Vo = 0.9 a.u.). The differences are more
evident for photo-electron energies lower than 10 eV.

Mean excitation energy

As we mentioned in the Introduction of this chapter, the mean excitation energy, Iy, is related to the
stopping cross section (energy loss) by means of Eq. (2.46) under the Bethe approach [131]. In Fig.
4.5, we show the mean excitation energy as a function of the well depth, V4. The solid line is the
result for the squared well potential with cavity size Ry = 5.8 a.u. and A = 1.89 a.u.. The dashed
and short-dashed lines are the results for a cavity size with Ry = 6.01 a.u. and A = 1.25 a.u., for the
square-well and Woods-Saxon potential, respectively. In the free case [V = 0.0 a.u.], we reproduce the
result of Iy = 14.9930 eV (M) from Cabrera-Trujillo and Cruz [133]. As we observe from the figure, I
decreases from Iy = 12.1300 eV at Vo = 0.6 to Iy = 1.6590 eV at V; = 0.77 a.u., then increase until
Iop = 2.4330 eV at Vy = 3.0 a.u. for the cavity size Ry = 5.8 a.u.. For the cavity size with Ry = 6.01
a.u. we observe the same behavior but shifted towards the first avoided crossing for well depth ¥, = 0.9
a.u.. The drastic change in Ij is related to the change of the 1s and np wave-functions as the well depth
increases, see Fig. 4.2, and the DOS 1s — 2p transition which is the principal intensity contribution.
The stopping cross section will be modified as the well depth is increased.

Generalized oscillator strength

In Fig. 4.6, we show the GOS for the 1s — 2s [Fy,, Figs. 4.6a) and 4.6¢)] and 1s — 3s [F3,, Figs.
4.6b) and 4.6d)] transitions as a function of the transferred momentum, g, for a selected set of well
depths. In Figs. 4.6a) and 4.6b), we show the results for the square-well potential (lines) for the cavity
size with Ry = 5.8 a.u. and A = 1.89 a.u.. In Figs. 4.6¢) and 4.6d) we show the results for the
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Figure 4.6: Generalized oscillator strength for the Fbg and F3,, transitions for atomic hydrogen in an
endohedral cavity, as a function of the momentum transfer, ¢, for several confinement well depths. In
Figs. 4.6a) and 4.6b), we show the results for the square-well potential with cavity size Ry = 5.8 and
A =1.89 a.u.. The (o) symbols are the analytic results for the free case and we show the characteristic
value of the well depth V5 = 0.302 a.u.. In Figs. 4.6¢) and 4.6d), we show the results for the square-well
(color lines) and Woods-Saxon (symbols with same color-lines) potentials with cavity size Ry = 6.01
and A = 1.25 a.u. for the same set of confinement well depths, as well the characteristic value of the
well depth V) = 0.422 a.u. for this endohedral cavity size. See text for details.

square-well (lines) and Woods-Saxon potentials (symbols with same color-line) for a cavity size with
Ry =6.01 a.u.,, A =1.25 a.u., and v = 0.1 a.u.. For comparison, the analytic GOS results for the free
atom [57] (Vo = 0 a.u., open circles) are reported showing an excellent agreement to our numerical
calculations for the squared well potential with Ry = 5.89 a.u.. In Fig. 4.6a), for values of V; below
the avoided crossing, we observe a reduction of the Fos curve. At Vp = 0.7 a.u., the Fys curve increases
significantly and reduces its width in comparison with the free case. For V larger that the avoiding
crossing, the GOS curve diminishes again. In Fig. 4.6b), we observe a similar behavior for the Fj;
only that the increase is given for a well depth of Vj = 1.0. Fig. 4.6¢c) shows the results for Fy; but
for a cavity size of Ry = 6.01 a.u., observing a different behavior in comparison with the cavity size of
Ry = 5.89 a.u.. Here, the Fy, curves remain very similar for values below V5 = 0.9 a.u. and then there
is an increase for V) = 1.0 a.u.. From Fig. 4.6¢), we observe a large difference between the square-well
and Woods-Saxon model potentials results for V) = 1.0 a.u. that is evient near the maximum of Fyg,
consequence of the smoothness of the shell cavity. In Fig. 4.6d), it is observed a notorious decrease
by a factor of 3 for F3, in the case of the well depth Vj = 1.0 a.u. in comparison with those found in
Fig. 4.6b). As we observe from Fig. 4.6, we find some differences for the two cavity potential models
that depend on the momentum transfer.

In Fig. 4.7, we show the GOS for the 1s — 2p [F5,, Figs. 4.7a) and 4.7¢c)] and 1s — 3p [F5,, Figs.
4.7b) and 4.7d)] for a selected set of potential well depths, as a function of ¢. In Figs. 4.7a) and 4.7b),
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Figure 4.7: (Color on-line). The same as in Fig. 4.6, but for the Fy, and F3, transitions. The (H)
symbol is the results for ¢ = 0 where the Fy, is reduced to the DOS transition fis_2, = 0.4161.

we show the results for the square-well potential (lines) for a cavity size Rp = 5.8 a.u. and A = 1.89
a.u.. In Figs. 4.7¢) and 4.7d), we show results for the square-well potential (lines) and Woods-Saxon
potentials (symbols with same color-lines) for a cavity size Rg = 6.01 a.u., A =1.25 a.u., and v = 0.1
a.u.. The (M) symbol corresponds to the case when ¢ — 0 in Fj,, i.e. fis52, = 0.41619. From
Fig. 4.7a), we observe a decrease in Fy, for Vo = 0.302 a.u. (green-dashed line) and an increase for
larger values of the well depth. Meanwhile in Fig. 4.7c), we observe that F5, remains very similar for
Vo = 0.422 when Ry = 6.01 a.u. than for the case when Ry = 5.89 a.u. and V = 0.302 a.u. [see Fig.
4.7a)]. The case of V = 0.7 is smaller in this case in comparison with the result given in Fig. 4.7a).
The F5, for the potential well depth of Vy = 1.0 a.u., remains very similar for both well cavity sizes.
Furthermore, the square-well and Woods-Saxon potential results are very similar, implying that for this
case the effects of the discontinuity in the potential are negligible. In Fig. 4.7b), for the Fj,, we observe
an increase for Vj = 0.302 a.u. and then we observe a maximum at the avoiding crossing Vy = 0.7
a.u. for ¢ ~ 0.5 a.u. followed by a double maximum for V5 = 1.0 a.u.. In comparison, in Fig. 4.7d),
for the larger cavity size Ry = 6.01, we observe a larger increase in Fj3, for V5 = 0.7 a.u. as compared
to those obtained in Fig. 4.7b). Besides, a large difference is found between the square-well potential
results for F3, shown in Fig. 4.7b) and those shown in Fig. 4.7d) at Vj, = 1.0 a.u.. Additionally,
a difference is observed between the square-well and Woods-Saxon potentials for Vj = 1.0 a.u. (just
above the avoiding crossing), which confirms that the discontinuity in the square-well is relevant in
the determination of GOS and is strongly dependent on the momentum transfer.

Electronic stopping cross section

In Fig. 4.8, we show the electronic SCS for protons colliding with atomic hydrogen encaged for the two
confining sizes of the endohedral cavity. We show the change of the SCS at different well depth values
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Figure 4.8: Electronic stopping cross section for protons colliding with atomic hydrogen encaged by
an endohedral cavity as a function of projectile initial kinetic energy for several confinement well depths
Vo. a) shows the results for the case of the square-well potential with cavity size Ry = 5.8 a.u. and
A =1.89 a.u.. b) shows the results for the case of the square-well potential (lines) and Woods-Saxon
potentials (symbols with the same color-lines) for a cavity size with Ry = 6.01 a.u., A = 1.25 a.u.,
and v = 0.1 a.u.. The (V) symbols are the free atomic hydrogen results of Bichsel [139]. See text for
details.

as a function of the projectile initial kinetic energy. We compare our results for the free case with those
given by Bichsel [139] based in the first Born approximation (V) observing an excellent agreement to
our Vo = 0.0 case. In Fig. 4.8a), we show the results for the square-well potential with cavity size
Ry = 5.8 a.u. and A = 1.89 a.u. As we observe from the figure, the largest effect of the endohedral
cavity on the GOS dependent electronic properties is in the low energy collision where an increase in
the stopping cross section is found. As the well depth increases, the stopping cross section increases
too, observing a fastest change near the first avoided crossing, i.e. Vp = 0.7 a.u.. At high projectile
energies, the endohedral cavity is not discernible by the projectile. In Fig. 4.8b), we show the results
for the square-well (color lines) and Woods-Saxon potentials (symbols with the same line-color) for a
cavity size Ry = 6.01 a.u. and A = 1.25 a.u.. Although the behavior is similar to the previous case, we
observe some differences at the same well depth. For example, near the degeneracy (Vy = 0.9 a.u. in
this case) the discrepancy between the square-well and Woods-Saxon potential is evident. This means
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that there is a strong effect on the GOS dependent properties due to the discontinuity of the potential
that models the endohedral cavity.

4.1.2 Conclusions and perspectives

In this chapter, I have analyzed the role of spatial confinement on the dipole and generalized oscillator
strength physical properties of a hydrogen atom enclosed by an endohedral cavity by means of two
model potentials: the square-well and Woods-Saxon potentials as a function of the well depth V.
Furthermore, I have used two sets of parameters, as found in the literature, to describe a Cgg endohedral
cage. It was found that the physical properties depend strongly on these values. Even more, with the
increase of the well depth, the GOS intensities are modified for the two sets of parameters, representing
different electronic configurations of the endohedral cavity. A slight difference was observed when I
compare the DOS for the square-well and Woods-Saxon potential, as a result of the discontinuity at
the borders of the first model. Particularly, the drastic changes are predominant near the first avoided
crossing of the energy levels for both set of parameters considered, due to the drastic change of the 1s
wave-function as it is confined by the endohedral cavity. We found that, for the photo-ionization cross
section and mean excitation energy, the differences between the two model potential approaches is up
to 30% for values of Vi near the first avoided crossing.

Some interesting aspects of the results presented here can be considered for a further study. For
example, the use of square well and the Wood-Saxon model potential could be improved by adding a
repulsive contribution on the model potentials or by considering the dynamic of the HQCg( system by
implementing a time-dependent method to account for the Cgy atoms interacting with the hydrogen
atom.

In the following chapter, I consider some another confinement environment given by a plasma
medium. In this approach, I study an enhdohedral hydrogen atom system embedded in a plasma
environment. This novelty system has been confirmed recently in interstellar plasmas, leaving an
interesting system to study.
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Endohedral hydrogen atom in a
plasma environment

In this chapter, I study a hydrogen atom under extreme conditions, e.g. a hydrogen atom encaged by
an endohedral cavity under the influence of a weak plasma interaction, following mainly the results
reported in Paper IV. The study is based on the implementation of a finite-differences approach,
applied to a hydrogen atom in an endohedral cavity which is modeled by the Woods-Saxon potential
as defined before. The plasma interaction is described by a Debye-Hiickel screening potential that
characterizes the plasma in terms of a Debye screening parameter Ap. The electronic properties of the
endohedral hydrogen atom are reported for selected endohedral cavity well depths V) and screening
lengths Ap that emulate different confinement and plasma conditions for the system. Here, I assess
and report the photo-ionization cross section, mean excitation energy, and the electronic stopping
cross section. I find that for low screening lengths, the endohedral cavity interaction dominates over
the plasma interaction such that the electron is confined within the cavity and as a consequence,
the energy levels, wave-functions, dipole and generalized oscillator strengths are modified. For large
screening lengths, a competence between both interactions is observed. Our results compare well to
available theoretical and experimental data.

5.1 Plasma screening

The study of atoms or ions under plasma environments has been a topic of great interest over the
past decades due to the coupling strength of the plasma with the electrons of immersed atoms and
the consequent modification of their electronic properties [4, 35]. These properties are the subject of
interest in many research areas, for example, fusion processes, laser produced plasmas, and astrophysics
environments. The Coulombic screening interaction between charged particles in a plasma environment
has been studied exhaustively under different treatments [73, 74]. The plasma interaction has been
described by the Debye-Hiickel potential [75, 74], the cosine Debye-Hiickel potential [36], and recently
by the Coulomb potential for finite-temperature [76, 77]. One of the electronic properties that has
been studied previously is the photo-ionization cross section of atoms embedded in a plasma interaction
(for a review see Janev et al. [35]). Particularly, the study of the photo-ionization of the hydrogen
atom has been a topic of interest due to the appearance of several structures consequence of the plasma
conditions. For example, Qi et al. [37] have studied the photo-ionization processes of the hydrogen-like
ions embedded in a weakly plasma finding that the effects of the screening potential on the photo-
ionization produces multiple shape and virtual-state resonances for continuum states. Furthermore,
Chang et al. [38] found the same photo-ionization structure resonances but for one and two electrons
processes. Another property of interest is the static dipole polarizability for several atomic systems
under plasma influence [78, 140, 141, 142]. In this field, Qi et al. [78] calculate the static polarizability
of the hydrogen atom embedded in a Debye-Hiickel plasma by means of a numerical approach finding
that the static polarizability suffers a dramatic increase when the plasma screening length decreases.
These results are confirmed by the work of Das [140], where he uses a numerical integration method
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to perform the calculations.

As mentioned previously, the case of an atom encaged by a fullerene molecule (AQC,,), as an
external confinement on an atomic system is of great relevance due to many applications [14]. To
describe how the electronic properties of atoms encaged in a fullerene cavity change, we use the well-
known model potential approach for quantum confinement. Here, we use again the Woods-Saxon
model potential [143, 81] which assumes a static fullerene electronic structure for the atoms that form
the cavity and it has no discontinuities at the inner and outer radii of the fullerene, (see Section 2.5).
In this chapter we combine the Debye-Hiickel potential to model the screening effects in a weak plasma
with the addition of an endohedral confinement in order to study the energy levels and wave functions,
with a consequently change in the Dipole Oscillator Strength (DOS) and related hydrogenic electronic
properties. Here, I present results for the photo-ionization cross section, the mean excitation energy,
and the electronic stopping cross section.

5.1.1 Results

In this section, I present the results of the study of the HQCgg system embedded in a Debye-Hiickel
plasma interaction. I show the energy spectrum and wave-function results by solving the time-
independent Schrodinger equation, Section 2.4.1, by means of a finite-differences approach. Then,
I calculate the DOS and GOS derived dependent electronic properties, e.g. photo-ionization [Eq.
(2.24)], mean excitation energy [Eq. (2.46)], and the electronic stopping cross section [Egs. (2.56)—
(2.58)]. Here, the GOS are given by Eq. (2.57) that take into account the s-initial orbital symmetry.
Note that I use the Wood-Saxon potential to describe the endohedral cavity with Ry = 5.8 and
A =1.89 a.u. [69, 63]. The numerical details were given in Section 2.8.

Energy levels

In Figs. 5.1(a~d), I show the energy levels of the hydrogen atom embedded in a Debye-Hiickel plasma
interaction encaged by a Cgg. The energies of the 1s to 4s and 2p to 4p are shown as a function of
screening length Ap for several potential well depths V4. The results for V5 = 0.0 a.u. (the interaction
is only through a Debye-Hiickel plasma) are shown in Fig. 5.1a). From the figure, for large values of
the screening length, Ap = oo a.u., I obtain the well-known values of the hydrogen atom for the lowest
energy levels. An interesting characteristic occurs for values of A\p < 0.84428 a.u.. Here the 1s state
is not bound anymore, i.e. it is delocalized in the continuum due to the strong plasma interaction.
For the rest of the energy states, there is a delocalization of the excited states for different screening
lengths, as observed in Fig. 5.1a) in agreement with previous findings [78, 144, 145]. In the same
figure, I show the results of Kang et al. [144] (x), Lumb et al. [146] ($), and Lumb et al. [147] (O),
obtaining an excellent agreement when compared to the 1s state results (solid line).

By adding the endohedral cavity, a new and novel system is obtained. In Fig. 5.1b), I show
the results for a well depth of V[ = 0.302 a.u., i.e, the parameter that emulates the HQCg( system.
From the figure, one observes that the 1s and 2p states remain bound to the cage for 0.1 < Ap < 1
a.u. values with almost a constant energy, thus breaking the delocalization of the 1s state [see Fig.
5.1a)]. The 1s and 2p states are confined in the endohedral cage due to the weak effects of the plasma
environment when one compares to the endohedral cavity [see below]. In the same figure, one observes
that the 2s state is bound for values of the screening length larger than Ap > 1.09899 a.u., in contrast
with the results shown in Fig. 5.1a) for the same state which is bound for A\p > 3.26010 a.u.. As one
notices, higher excited states are affected by the presence of the endohedral cavity and remain bound
for different values of the screening length in comparison with no endohedral cavity, as observed in
Fig. 5.1b). For higher values of Ap > 1000 a.u., the plasma screening effect on the energy levels is
negligible and only the endohedral cavity potential produces an effect.

In Fig. 5.1c), we observe a significant change in the 1s, 2s and 2p energy levels when the well
depth of the endohedral cavity is increased to V = 0.7 a.u., where the first avoiding crossing occurs.
The 1s state is bound by the endohedral cage for all screening length values A\p and the 2s state
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Figure 5.1: Hydrogen atom energy levels as a function of the screening length, Ap, for the 1s to 4s
and 2p to 4p states when encaged by a Cgo cavity embedded in a Debye-Hiickel plasma potential for
selected well depths Vj. The well depths considered are: a) Vj = 0.0, b) V5 = 0.302, ¢) Vo = 0.7, and
d) Vo = 1.0 a.u.. The results are compared to those of Kang et al. (x) [144], Lumb et al. () [146],
and Lumb et al. () [147] without endohedral cavity (Vo = 0). See text for details.

is bound within the hydrogen atom and takes the characteristics of the unconfined 1s energy state
without endohedral cavity for large screening length values, in agreement to Connerade findings [30]
as reported in Section 4.1.1, [see Figs. 4.1 and 4.2c)]. However, the 2s state starts to be delocalized
as the screening length is decreased. From Fig. 5.1¢), we observe that the 2s energy level behaves as
the 1s energy results when there is no cavity for Ap < 7 a.u. [Fig. 5.1a)] and our results match those
of Kang et al. [144]. In the same figure, we observe that the 1s and 2p energy states become constant
for a screening length lower than A < 1.0 a.u., similar to the case of V; = 0.302 a.u.. Both states are
confined in the endohedral cavity due to the weakening effect of the plasma interaction in comparison
to the endohedral cavity.

In Fig. 5.1d), we show the results for a well depth of V5 = 1.0 a.u.. For values of the screening
length Ap < 1 a.u., the 1s and 2p states are constant and bound to the endohedral cavity. The 2s state
is localized at the H nucleus, mimicking completely a 1s hydrogen state, where we observe an excellent
agreement between Kang et al. [144] results for no cavity and the 2s energy states [see Fig. 5.1d)]. The
1s energy state is completely bound by the cage for large values of Ap, due to the strong confinement
effects of the endohedral potential. As the well depth is increased, the 1s and 2p energy states are
modified significantly for large values of Ap reaching Fy; = —0.71761 a.u. and Fy, = —0.69407 a.u.,
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Table 5.1: Energy values for the 1s and 2p states, as well as the corresponding DOS (fa,) for a
hydrogen atom in an endohedral cavity embedded in a Debye-Hiickel plasma for several selected values
of the well depths, Vj, and plasma screening length, Ap, as obtained with our FD approach. The
results in parenthesis correspond to those reported by Lin and Ho [148].

Vo =0.0 Vo = 0.302
)\D Els E2p f2p Els E2p f2p
0.1 — — — -0.09528  -0.06988  0.80914
0.3 — — — -0.09540  -0.06989 0.81148
0.5 — — — -0.09572 -0.06991 0.81717
0.8 — — — -0.09696  -0.07014  0.83451
1.0 -0.01029 — — -0.09874  -0.07056  0.85312
2.0 -0.14812 — — -0.15468  -0.07754  0.40545
(-0.148117) — — — — —
3.0 -0.23683 — — -0.23840  -0.08992 0.18145
(-0.236833) — — — — —
4.0 -0.29092 — — -0.29181  -0.10308  0.15037
(-0.290920) — — — — —
5.0 -0.32681 -0.00410 0.19334 | -0.32748  -0.11510  0.14303
(-0.326809)  (-0.004102) — — —
8.0 -0.38588 -0.03277 0.33444 | -0.38635 -0.14217  0.14226
(-0.385879)  (-0.032768)  — — - —
10 -0.40706 -0.04653 0.36301 | -0.40749  -0.15447  0.14380
20 -0.45182 -0.08074 0.40182 | -0.45219  -0.18578  0.14779
50 -0.48030 -0.10596 0.41370 | -0.48066  -0.20987  0.14962
100 -0.49008 -0.11525 0.41555 | -0.49043  -0.21897  0.14994
00 -0.49999 -0.12499 0.41619 | -0.50035  -0.22865  0.15005
VE) = 07 ‘/E) = 10
0.1 -0.34414 -0.32063 0.71632 | -0.56632 -0.54331 0.69922
0.3 -0.34414 -0.32064 0.71644 | -0.56632 -0.54331 0.69924
0.5 -0.34416 -0.32064 0.71671 | -0.56632  -0.54331  0.69927
0.8 -0.34429 -0.32073 0.71754 | -0.56639  -0.54338  0.69938
1.0 -0.34459 -0.32099 0.71838 | -0.56662  -0.54359  0.69950
2.0 -0.35096 -0.32693 0.72557 | -0.57232 -0.54921 0.70044
3.0 -0.36303 -0.33835 0.73564 | -0.58357  -0.56037  0.70140
4.0 -0.37618 -0.35069 0.74578 | -0.59581  -0.57253  0.70216
5.0 -0.38845 -0.36204 0.75295 | -0.60710  -0.58376  0.70273
8.0 -0.41736 -0.38786 0.73967 | -0.63281  -0.60939  0.70370
10 -0.43112 -0.39972 0.70901 | -0.64465  -0.62119  0.70403
15 -0.45355 -0.41892 0.63689 | -0.66382 -0.64031 0.70443
20 -0.46655 -0.43023 0.59624 | -0.67511 -0.65159 0.70460
50 -0.49268 -0.45403 0.54145 | -0.69890  -0.67536  0.70480
100 -0.50213 -0.46308 0.53249 | -0.70795  -0.68441  0.70483
00 -0.51193 -0.47274 0.52937 | -0.71761  -0.69407  0.70485

respectively. Thus, due to the combined effects of the endohedral potential and the plasma screening,
the 1s and 2p energy levels are confined within the endohedral cage with almost constant energies for
low screening length and high Vj values.

In Table 5.1, we report the values of the 1s and 2p energy states and the DOS for several well
depths and selected values of the screening length, A\p, for reference purposes. We compare our results
with those given by Lin and Ho [148] for no endohedral cavity showing an excellent agreement.
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Figure 5.2: Radial wave function for the 1s-state of the HQCg( system embedded in a Debye-Hiickel
plasma (color lines) for selected potential well depths: a) Vy = 0.0, b) V5 = 0.302, ¢) Vp = 0.7, and d)
Vo = 1.0 a.u., for several screening lengths Ap. The (o) symbols are the analytic results for the free
hydrogen atom. See text for details.

Wave-functions

To understand better the energy-level results, I analyze the behavior of the wave-functions. In Fig.
5.2, I show the 1s wave-function for the HQCgy system embedded in a Debye-Hiickel interaction for
several well depths, Vp, and screening length Ap, as a function of the radial coordinate. In Fig. 5.2a)
the analytic wave-function results are represented by (o) symbols for V5 = 0.0 a.u. and Ap = oo, i.e.
the free hydrogen atom results, observing an excellent agreement with our numerical findings. The
plasma interaction becomes weak as A\p decreases, then, the wave-function width is increased and the
amplitude is decreased, i.e. the wave-function is becoming delocalized. For A\p < 0.84428 a.u., the
1s electron is completely delocalized. In Fig. 5.2b), we show the case of the endohedral cavity for
Vo = 0.302 a.u.. Here, the wave-function starts to change for screening lengths lower than A\p = 3 a.u.
and it presents a bump around 6 < r < 8 a.u., which is the region of the endohedral cavity. Thus, the
electron becomes localized within the endohedral cavity as is observed in Figs. 5.1b) for the energy and
5.2b) for the wave-function with A\p < 3. For a well depth of Vi, = 0.7 a.u., in Fig. 5.2¢), near the first
avoided crossing for the HQCgg system without plasma interaction, we observe that the wave-function
is shared between the hydrogen atom and the endohedral cavity and the electron becomes completely
bound in the endohedral cavity region between 6 < r < 8 a.u. for Ap < 1 a.u.. Finally, in Fig.
5.2d), we show the results for V5 = 1.0 a.u. finding that the Debye-Hiickel plasma influence is almost
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Figure 5.3: The same as Fig. 5.2, but for the 2s radial wave-function.

negligible on the 1s wave-function for all values of Ap due to the strong effect of the endohedral cavity.

In Fig. 5.3, I show the wave-function for the 2s-state of the HQCgq system under a Debye-Hiickel
plasma. For a well depth of Vj = 0 a.u. and A\p = oo a.u., i.e. free hydrogen atom, we obtain an
excellent agreement with the analytic results as shown in Fig. 5.3a) by (o) symbols. As the screening
length is decreased, the wave-function becomes more diffuse and diminishes its amplitude until the
electron becomes delocalized. In Fig. 5.3b), I show a cavity with Vo = 0.302 a.u., where there is
a significant change in the 2s wave-function in comparison with the free case shown in Fig. 5.3a).
We observe that, the 2s wave-function shows a strong confinement within the endohedral cavity for
6 < 7 < 8 a.u. with a minimal effect from the plasma interaction. In the case of a well depth with
Vo = 0.7 a.u., near the avoiding crossing for a pure endohedral confinement, we observe an interesting
and unreported behavior for the confined electron wave-function as shown in Fig. 5.3c). In the same
figure, for small Ap, the 2s state is found bound to the H nuclei and resembles the 1s free hydrogen
wave-function, as seen by the good comparison to the 1s wave-functions for the free case, (o) symbols.
While Ap increases, the wave-function is split partially between the Cgy cage and the hydrogen atom
nuclear position due to the strong influence of the endohedral potential well as observed in Fig. 5.3¢).
Due to the strong influence of the endohedral potential, for V5 = 1.0 a.u., in Fig. 5.3d), we observe
that the influence of the Debye-Hiickel plasma on the 2s state is negligible. Thus, the 2s wave-function
exhibits the characteristics of the 1s wave function, as observed in Fig. 5.2a).

In Fig. 5.4, I show the 2p wave-function of the HQCgy system in a Debye-Hiickel plasma. For a
well depth of Vj = 0 a.u. and A\p = oo a.u. (free hydrogen atom), in Fig. 5.4a), I find an excellent
agreement between our numerical results and the analytic results shown by (o) symbols. Similar to
the 1s wave-function, I find that as Ap decreases, the 2p wave-function becomes more delocalized.
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Figure 5.4: (Color on-line). The same as in Fig. 5.2, but for the 2p radial wave-function.

When the endohedral cavity is present with V5 = 0.302 a.u., Fig. 5.4b) shows that the wave-function
is confined within the endohedral cage and the screening length has a minimal effect in the 2p state.
In Figs. 5.4c) and 5.4d) I show the wave-function for well depths with V5 = 0.7 and V5 = 1.0 a.u.,
respectively, finding that the effect of the Debye-Hiickel plasma environment on the 2p wave-function
is negligible and is completely dominated by the endohedral cavity.

One partially concludes that the electron is localized in different regions of the cavity depending
of the strength of the Debye-Hiickel potential or the endohedral cavity well depth. In consequence,
the electronic properties will be different due to the competition between both interactions.

Dipole oscillator strength

With the eigenvalues and eigenfunctions calculated in the last section, we proceed to obtain the dipole
oscillator strength of the HQCgy under a plasma confinement. In Fig. 5.5, we show the DOS for the
1s — 2p transition, fa,, for several well depths Vj, as a function of the screening length Ap. In the
same figure, we compare with the Debye-Hiickel results of Saha et al. [145] (A) for no cavity, Qi et al.
[78] (O), Kang et al. [144] (x), and and Lumb et al. [146] () where there is an excellent agreement
with our numerical results (solid line). For results with no cavity and for A\p = oo a.u., we recover the
well-known free hydrogen atom value of fis_,2, = 0.41619. As the screening length decreases, the f3,
decreases until A\p = 4.54257 a.u., where there is no anymore a bound fi,_,2, transition, here the 2p
state becomes delocalized. In the case of a well depth of Vy = 0.302 a.u., when the endohedral cavity
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Figure 5.5: Dipole oscillator strengths for the 1s — 2p transition, fa,, of the endohedral H atom
encaged by a Cgp in a Debye-Hiickel plasma potential for selected well depths Vj, as a function the
screening length Ap. The (A) symbols are from Saha et al. [145], the () symbols are from Qi et al.
[78], the (x) symbols are from Kang et al. [144], and the (0) are from Lumb et al. [146] for the case
of no cavity (Vp = 0). See text for details.

is present, we observe a significant change in the 1s — 2p transition for large screening lengths where
the fa, takes a value of 0.15 and increases for 1 < Ap < 3 a.u., reaching a value of fi5_92, = 0.81 for
Ap < 1 a.u., as one observes from Fig. 5.5. The constant value is explained by the behavior exhibited
by the 1s and 2p energy levels (Fig. 5.1) and wave-functions (Figs 5.2 and 5.4) for Ap < 1 a.u.. For a
well depth of V = 0.7 a.u., one observes a similar but less prominent behavior as in the previous case.
For Ap < 1.5 a.u., we obtain an average value of fi,_,2, = 0.71 which is consequence of the confinement
of the 1s and 2p states in the endohedral cavity by the potential well and strong plasma interactions.
The largest change in the f5, is given for screening lengths between 5 < Ap < 30 a.u. where the
influence of the plasma decreases and the endohedral potential becomes stronger. The abrupt change
is consequence of the 1s wave-function being partially confined in the Cgy and the 2p is completely
confined in the endohedral region [see Figs. 5.1c), 5.2¢), and 5.4c¢)]. In Fig. 5.5, for a well depth of
Vo = 1 a.u., the fy, is almost constant for all the screening lengths between 0.1 < Ap < oo a.u. with
a value of around 0.7. For this case, the wave-functions for the 1s and 2p states are completely bound
by the cage, where the lower states are confined in the fullerene cavity, as observed in Figs. 5.2d) and
5.4d). Thus, the effect of the plasma is to weaken the 1s — 2p transition as Ap decreases. When we
add the endohedral cavity the transition emission becomes stronger as Ap decreases.

Photo-ionization cross section

The first DOS derived property result obtained in this work is the photo-ionization cross section (PCS)
shown in Figs. 5.6(a-d), for the HQCg, system embedded in a Debye-Hiickel plasma for selected well
depths V and screening lengths Ap as a function of the photo-electron energy. In the figure, we show
the results for well depths V[, = 0.0, 0.302, 0.7, and 1 a.u., as well as for values of the screening length
Ap 3, 5, 8, 15, 30, and oo a.u.. In Fig. 5.6a), we show the case for no endohedral cavity (Vo = 0
a.u.) by solid line, where we observe an increase of the PCS as the screening length is decreased for
low-to-intermediate photo-electron energy. In the same figure, we observe the appearance of resonant
structures as A\p decreases until the 2p state becomes unbound [78]. It resembles the well-known

52



5. Endohedral hydrogen atom in a plasma environment

14 T 17T T 'I TT T TTT T T 40 I'!I—\I TIT T TIT T T
2f %6 g {851 b)
_10F & ' V,=0.04 30 / \ | V4=0.302]
N SR 25 | ‘- :
o 8 - i ! B \ t
@ T\ 20 | doo -
o N T [~ Niw
© ' W LN N 1
f . \ P!
4 n , \§? 7 10 } \ \‘ o i
1 Wo) \\‘ Il '|
2r /I 7 i 57 \\/“ \ T
g E 7111 - |- 0 Larole T ) 11l L
Ap=8 - ] 141 .
7 | Ap=5 o) B d)
}\,D=8 1" 12 - u
6 p=15 -~ 1" Vp=0.7 V,=1.0
C\I/E\ 5 _}\, =30 — i | 10 B I 7]
o D=oo —_— [ ,ll
2 g4t ;o {18r I
I(‘z ‘: 1/'.. 6 | ,: i
=3 =/ ¥
2+ T 147 S 1
o] e
0 —lTI/I | N Yo % 0 ‘_LfL-.J‘T’JI//I ‘III 3 |

202107 10° 10" 102 107" 10° 10" 107
Photoelectron energy (eV) Photoelectron energy (eV)

Figure 5.6: Photo-ionization cross section for the HQCg( system embedded in a Debye-Hiickel plasma
environment for selected well depths V[ and for several screening lengths, Ap, as a function of the photo-
electron energy. The (o) symbols are the theoretical results of Lin and Ho [148] for Ap = 3 a.u. and
the (A) symbols are the theoretical results of Qi et al. [37] for Ap = 5 a.u.. See text for details.

analytic result of Bethe [34] for A\p = oo a.u.. The (o) symbols are the results given by Lin and Ho
[148] for Ap = 3 a.u. and the (A) symbols are the theoretical results of Qi et al. [37] for A\p = 5 a.u for
a pure hydrogen plasma (V) = 0 no cavity) finding an excellent agreement with our results. In Figs.
5.6(b-d), for a given screening length, we observe the appearance of multiple structures in the PCS
when the endohedral cavity is present. These structures are confinement resonances, known as Cooper
resonances that occur due to constructive interference of the photo-electron waves scattered-off by the
Ceo cage and the outgoing photo-electron wave [149]. We find that the Cooper resonances are sensitive
on the screening length and on the endohedral cavity well depth, as observed in Figs. 5.6(b-d). In Fig.
5.6b), for V5 = 0.302 a.u., we observe the increase of the PCS for large values of Ap for a given photo-
electron energy and the emergence of Cooper resonances. Furthermore, the resonance position moves
towards high photo-ionization energies as Ap is decreased. From Fig. 5.6¢), for Vj = 0.7 a.u., the
Cooper resonances decrease and are shifted to larger values of photo-electron energies as the screening
length is increased. In Fig. 5.6d), we show the results for Vj = 1.0 a.u., were the PCS curve increases
for low values of screening length. The latter effect is due to the combined effects of the plasma and
the cavity. When the Cg is present, we observe that the Cooper resonances decrease and shift towards
low values of photo-electron energy as the plasma screening length is increased. As one observes, the
PCS of a H atom is modified drastically due to the endohedral cavity and the plasma screening.
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Figure 5.7: Mean excitation energy, Iy, for a HQCgy confinement system in a Debye-Hiickel plasma
as a function of screening length, Ap, for several well depths Vj.

Mean excitation energy

The second DOS derived property is the mean excitation energy, Iy, shown in Fig. 5.7, as a function
of the screening length Ap for several well depths V. For no endohedral cavity (Vo = 0 a.u.) and
for large values of Ap = oo a.u., we obtain the free hydrogen result of Iy = 14.993 eV in agreement
with the results of Cabrera-Trujillo and Cruz [150]. As the plasma interaction decreases (diminishing
of Ap), the mean excitation energy decreases from Iy = 14.73608 eV at Ap = 10 a.u. to Iy = 2.04646
eV at A\p = 1 a.u.. For lower values of A\p < 0.84428, the 1s is delocalized and there is no more
meaning for Iy as we observe from the figure. When one considers the cavity with V5 = 0.302 a.u.
(that emulates the HQCgo system), one observes a constant value of Iy = 1.08 eV for Ap < 1 a.u..
As observed from the figure, the abrupt change is given for 1 < Ap < 10 a.u. where the confinement
effects of the HQCgy are more relevant that the weak plasma interaction for large Ap. This sudden
change is consequence of the transition from a strong plasma interaction to a weak plasma influence.
For a well depth of Vj = 0.7 a.u., the mean excitation energy is constant around Iy = 1.59 eV for
values of screening length lower than Ap < 1.25 a.u.. In this case, we have that the 1s and 2p states
are partially and completely confined, respectively, in the endohedral cage [see Figs. (5.2) and (5.4)].
When the screening influence becomes weak (low Ap values), the 1s and 2p energy levels are confined
completely by the endohedral cage and we observe a constant value for the mean excitation energy.
For no plasma interaction, at A\p = oo a.u., we find a value of Iy = 4.12728 eV. As a consequence
of the DOS behavior, for V5 = 1 a.u., the mean excitation energy is almost constant with a value of
Ip = 1.830169 a.u. at Ap = 0.1 a.u. and Iy = 1.81943 a.u. at Ap = oo a.u.. The almost constant value
of I is attributed to the fact that the electron is strongly confined by the endohedral cavity [see Figs.
(5.2) and (5.4)] with a minimal influence from the plasma interaction. An immediate consequence for
low Ap values, is that the electronic stopping cross section will increase for high collision energies.

Generalized oscillator strength

In Fig. 5.8, I show the GOS results for the 1s — 2s, Fy,, transition as a function of the transferred
momentum, g, for several well depths and selected screening lengths. The (o) symbols are the analytic
GOS results for the free hydrogen atom [54, 32] (i.e. Vo =0 and Ap — oo a.u.) showing an excellent

54



5. Endohedral hydrogen atom in a plasma environment

0.03 T T T T T T T T T T T T T T
0.025 | 1
L ‘/\. ] ’I \\
002 B ! \ b T
0.02 F \ a - A 03())2
\ At =0.
& i \Vo=0.0]0.015 | 1/ 07 1
001 | [ {oor g\ 1
3 AL {0.005 AN
00 ! ! ! ! ! ! .‘]"- 00 / ! ! ! ! ! ~|
0.05 AM=3 --40.005 } ~ Ap=15 -—]
Ap=5 --- ': An=30 ——
0.04 | Ap=8 —J0.004 | [\ o= —
& 0.03 c) 40.003 || 1 d
002 |5\ Ve0Tdooo2 f{ | V!0
0.01 Hfi' "\ 10001 H Y 1
00 ! ! |““Zr--*. 00 ! 1 |{‘\~ PR |
0 05 1 15 2 0 05 1 15 2
g (a.u.) g (a.u.)

Figure 5.8: Generalized oscillator strength for the 1s — 2s transition, Fbs(q), for atomic hydrogen
confined by an endohedral cavity embedded in a Debye-Hiickel plasma, as a function of the momentum
transfer, g, for several well depths V;y and screening lengths A\p. We show the results for well depths:
a) Vp = 0.0, b) 0.302, ¢) 0.7, and d) 1.0 a.u. and selected screening lengths Ap = 3, 5, 8, 15, 30, and
oo a.u.. The (o) symbols are the analytic results for the free hydrogen atom.

agreement with our numerical calculation. In Fig. 5.8a), one observes a decrease of the Fys curve
when the screening length is reduced, for ¥ = 0.0 a.u.. From the figure, there is no F5, contribution
for screening lengths lower than Ap = 3.2601 a.u., because of the delocalization of the 2s level, as
reported in Fig. 5.1a). For Ap > 15 a.u., the curve is similar to the free case, i.e. there is a weak
plasma influence on the hydrogen atom that modifies slightly the GOS. In Fig. 5.8b), when the cavity
is present with V = 0.302 a.u., the effect of the plasma interaction is to increase Fys as the plasma
screening length decreases, contrary to the absence of the cage (Vy = 0 a.u.). For a well depth of
Vo = 0.7 a.u., corresponding to the first avoided crossing of the pure endohedral hydrogen atom, the
F5, decreases smoothly with the decrease of the screening length. However, in this case, there exist a
contribution for a screening length of A\p = 3 a.u. contrary to the results for V5 = 0 a.u.. Fig. 5.8d)
shows the results for Vj = 1.0 a.u., where the Fs4 increases as the plasma screening length decreases.
Here, the 1s and 2s energy levels are confined in the endohedral cavity.

In Fig. 5.9, I show the GOS for the 1s — 3s, F3,, transition for selected potential well depths
and screening lengths as a function of ¢. In Fig. 5.9a), I show the F3s results for a well depth of
Vo = 0.0 a.u., as the 3s-excited state becomes delocalized [see Fig. 5.1a)], observing that there is no
contribution to the GOS for A\p < 8 a.u.. For larger values of Ap > 8 a.u., the F34 curve increases
softly until reaching the value of the free case. The (o) symbols are the analytic results for the free
hydrogen atom [54] in excellent agreement with our numerical calculations. In Fig. 5.9b), I show the
effects of the plasma in the presence of an endohedral cavity with V5 = 0.302 a.u., observing an increase
of F3s for Ap > 7 a.u.. In Fig. 5.9¢), one observes the appearance of a minimum around ¢ = 0.5 a.u.,
for Vy = 0.7 a.u.. The F3, intensity is reduced as the screening length is decreased, observing a slightly
contribution for Ap = 6 a.u. as a consequence of the 3s-state starts to be delocalized. When the well
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Figure 5.9: (Color on-line). The same as in Fig. 5.8, but for the 1s — 3s transition, F5s(q).

depth is increased to Vp = 1.0 a.u., we observe, in Fig. 5.9d), that the second maximum has decreased
in intensity, where this transition has a large intensity as the endohedral cavity deepens. Once again,
the F3s curve decreases as the plasma screening length is decreased.

In Fig. 5.10, I show the GOS for the 1s — 2p, F5,, transition for selected potential well depths
and screening lengths as a function of transferred momentum ¢. In Fig. 5.10a), for V = 0.0 a.u.,
one observes a smooth decrease of the F5, curve as the screening length is decreased, observing that
Fy, is negligible for A\p < 4.54257 a.u. due to the delocalization of the 2p state. Once again, the
(o) symbols are the analytic results for the free hydrogen atom [54] in excellent agreement with our
numerical calculations. The (M) symbol at ¢ = 0 for F5, and Vi) = 0 a.u. corresponds to the free
H atom case at fy, = 0.4161. When the well depth is increased to V; = 0.302 a.u., there is a small
effect of the plasma interaction in comparison with the free case. Furthermore, we observe a notorious
amplitude decrease of the Fy, intensity as compared to the free hydrogen case due to the fact that the
2p state is almost confined by the endohedral potential, independently of the screening length. In Fig.
5.10c), Fy, increases slightly as the screening length decreases. In Fig. 5.10d), we observe that the
plasma influence on the Fj, is negligible and the Fy, intensity remains the same for all values of the
screening length. This is due to the fact that the electron is strongly bound in the cavity region and
the plasma screening environment effects are negligible. However, the intensity line is stronger than
in the previous free case (V5 = 0 a.u.).

In Fig. 5.11, I show the GOS for the 1s — 3p transition, F3,, for selected potential well depths
and screening lengths as a function of the transferred momentum ¢. In Fig. 5.11a) (V, = 0 a.u.), one
observes a decrease of the F3, intensity as the plasma screening length is decreased. Notice that Fj),
becomes null for screening length A\p = 8 a.u.. The latter is attributed to the delocalization of the
3p energy level for values lower than Ap < 8.84610 a.u.. As before, the (o) symbols are the analytic
results for the free case. In Fig. 5.11b), for a well depth of Vi = 0.302 a.u., one observes a significant
increase of the Fs, curve by a factor of 3 in comparison with Fig. 5.11a). In Fig. 5.11c), near the first
avoided crossing of a H atom for a pure endohedral cavity, one observes a maximum at around ¢ = 0.5
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Figure 5.10: The same as in Fig. 5.8, but for the F,(q) transition. The (M) symbol is the result for
a free hydrogen atom at ¢ = 0 a.u. (fzp = 0.4161).
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Figure 5.12: Electronic stopping cross section for protons colliding with atomic hydrogen encaged
by an endohedral cavity and embedded in Debye-Hiickel plasma as a function of the projectile initial
kinetic energy for several selected confinement well depths V) and plasma screening lengths Ap. In
a) Vo = 0.0, b) V5 = 0.302, ¢) Vp = 0.7, and d) V5 = 1.0 a.u.. The (o) symbols are the free atomic
hydrogen theoretical results of Bichsel [139].

a.u.. The F3, curve decreases for the decrease of the screening length. In Fig. 5.11d), one observes
the appearance of an oscillatory behavior in the F3, curve as a function of ¢. The influence of the
Debye-Hiickel plasma on the endohedral H atom is negligible for screening lengths Ap > 10 a.u..

Consequently, the GOS distributions are modified by the presence of the plasma environment
producing a decrease of the F},s curves as the screening length decreased meanwhile the F},;, increases.
This effect will be relevant in the behavior of the electronic stopping cross-section and GOS dependent
properties.

Electronic stopping cross section

In Fig. 5.12, T show the electronic stopping cross section (SCS) for protons colliding with atomic
hydrogen encaged by an endohedral cavity and embedded in a Debye-Hiickel plasma. In this case the
assumption in the model is that the projectile momentum transfer goes only into the active electron
in the hydrogen target and not into the endohedral cavity (static model potential).

In Fig. 5.12a), I show the results for V; = 0.0 a.u. where the hydrogen atom is subjected
only to the Debye-Hiickel plasma interaction. In the low-to-intermediate energy collision, the largest
effect of the plasma environment occurs as well as for small screening length values. As the plasma
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interaction is decreased, the energy deposited by the ions into the hydrogen system increases slightly.
For high collision energy, the plasma interaction affects the SCS for values of Ap < 3 a.u.. This is
because for low values of the screening length the bound states are near the delocalization threshold
meaning a higher absorption of the projectile energy. I compare the results to those of a free hydrogen
as reported by Bichsel [151] based in the same first Born approximation [(o) symbols] observing an
excellent agreement to the free case results, V5 = 0.0 a.u. and A\p — oo (solid line). In Fig. 5.12b),
I show the results for V5 = 0.302 a.u., for A\p < 3 a.u. where one observes a significant change in the
SCS for low-to-intermediate collision energy. In Fig. 5.12¢), I show the results for V5 = 0.7 a.u. (a well
depth near the first avoided crossing for a H atom confined by an endohedral cavity without plasma
interaction) observing an increase of the SCS for A\p — oo (solid line) in comparison with the previous
results of Figs. 5.12(a-b) for intermediate-to-high projectile energies. I show the free case result (solid
thin line) in Figs. 5.12(c-d) for comparison purposes. From Fig. 5.12c), we observe a slight effect of
the plasma interaction on the H atom stopping cross section for all projectile energies. In Fig. 5.12d),
we show the results for V5 = 1.0 a.u., where one observes that the effect of the plasma influence on
the electronic SCS is negligible. As the endohedral cavity potential well increases, more bound states
appear below the delocalization threshold with the dominant transition becoming the 1s — 2p. Thus,
the stronger effect of the plasma is for shallow cavities, in contrast, for deep cavities, the effect of the
plasma is negligible with a predominant contribution only from the endohedral cavity.

5.2 Conclusions and perspectives

In this chapter, I have reported the effects of spatial confinement by a fullerene cavity on a hydro-
gen atom with a plasma interaction on properties dependent on the dipole and generalized oscillator
strength. I have used the Wood-Saxon model potential to describe the electronic static behavior of
the endohedral cage as a function of the well depth V. The plasma interaction is described by the
Debye-Hiickel screening potential. It is found that the energy levels and wave-functions are modified
drastically under the plasma interaction. With the increase of the endohedral well depth and the
decrease of the plasma screening length, the electron in the hydrogen atom is bound into the cavity
region. Particularly, this effect is reflected in the delocalization of the 1s and 2p energy levels for
screening lengths lower than Ap < 1 a.u., for low values of V. Consequently, the DOSs and GOSs
are modified due to the screening of the plasma potential. I find the appearance of new structures in
the photo-ionization cross section, as well as a drastic change on the static dipole polarizability and
mean excitation energy due to the change in the energy levels as a function of the screening length.
Furthermore, for large values of the endohedral well depth, the effects of the plasma interaction on
physical properties is negligible. Thus, I find a strong competition between the effects of the plasma
interaction and those of the static endohedral cavity which modify accordingly the electronic properties
of the system.

From the results, it would be interesting to implement a temperature-dependent model to describe
the plasma environment and obtain the DOS and GOS derived electronic dependent properties. Finally,
the study reported here could be extended to multi-electronic systems.

In the following chapter, I present the result obtain for the lithium atom encaged by a fullerene
molecule considering the Hartree-Fock approach.
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Lithium atom at extreme conditions

In this chapter, I study the dipole oscillator strength dependent properties of a lithium atom encaged
by a fullerene molecule Li@QCgy by solving the Restricted and Unrestricted Hartree-Fock equations
within the Slater’s X—« approach by means of a Gauss-Seidel iterative method and a finite-differences
approach. This chapter is based on the research Paper V that is in preparation. I use the Woods-
Saxon potential to describe the endohedral confinement due to the relevance of the smoothness at
the cavity edges. The dipole dependent electronic properties reported are the photo-ionization cross
section (PCS) and the mean excitation energy. The content of this chapter is reported in Paper V
under preparation for submission.

6.1 Endohedral confinement

Photo-ionization of multi-electronic systems encapsulated inside an endohedral cage has received much
attention in recent years due to the change of their spatial confinement properties. In the case of the
LiQCgq system, I use the quantum confinement model potential, as discussed in Section 2.5, to describe
the Cgo fullerene molecule. In this work, I use the Wood-Saxon potential to describe the C,, cavity.

To describe the electronic structure and interactions of the multi-electronic atom inside the Cgg
cage, different theoretical approaches have been developed. One approach is to considered a pseudo-
potential that describes the inner or frozen electronic structure of the atom. The pseudo-potential has
been applied to different problems in atomic physics with successful results [42, 43, 152, 44, 153]. The
basic idea of pseudo-potentials is to take into account the multi-electronic core interaction with the
single valence electron by a modification of the Coulomb potential.

The Restricted and Unrestricted Hartree-Fock (RHF and UHF, respectively) approaches have
been previously used to describe the electronic properties of the lithium atom without confinement
environment, e.g. [154, 155, 156, 157, 158]. For the Li atom encaged by a fullerene molecule, several
theoretical approximations have been implemented to study the photo-ionization process, e.g. [159,
160, 161, 162, 163, 164, 165, 166]. For example, Li and Ho [26, 164] use a psuedo-potential for
the lithium atom to simulate the core interaction with the single valence electron with optimized
parameters. Here, Li and Ho calculate the PCS of the 2s shell under a confinement given by a power
exponential potential, finding the emergence of multiple Copper resonances due to the endohedral
confinement. In a recent, paper Hasoglu et al. [31] studied the correlation energies of the ground state
of alkali-earth-metal atoms for an endohedral system A@QCgy through a multiconfiguration Hartree-
Fock method. Hasoglu et al. do not consider the specific case of photo-ionization problem, however
they found that the valence electrons diffuse outward in the presence of the confining potential as a
function of the well depth, as consequence the electrons to be further apart and the correlation energy
decreases. With the increase of well depth, the valence electrons become trapped in the confining well
and, as a consequence, the correlation energy increases.

In this chapter, I analyze the endohedral lithium atom using the Wood-Saxon model potential
to describe the endohedral cavity in order to study the energy levels and wave functions, with a
consequently change in the Dipole Oscillator Strength (DOS) and related electronic properties.
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Figure 6.1: Lithium atom energy levels for the 1s to 4s, 2p to 4p, and the total energy FEr,:q; encaged
by an endohedral cavity as a function of the potential well depth V. The symbol lines are the results
for the RHF approach. See text for discussion.

6.1.1 Results

In this chapter, I show the energy levels and wave-functions results by implementing the Gauss-Seidel
method and a finite-differences approach to solved the time-independent Schrodinger equation (see
Section 2.4.2). Then, I calculate the dipole oscillator strength (DOS) derived dependent electronic
properties e.g. photo-ionization [Eq. (2.24)] and mean excitation energy [Eq. (2.46)], within the RHF
and UHF approaches. Note that I use the Wood-Saxon potential to describe the endohedral cavity
with Ry = 5.8 and A = 1.89 a.u. [69, 63]. The numerical implementation as given in Section 2.8.

Energy levels and wave-functions

In Fig. 6.1, I show the energy levels for the ground state of the endohedral lithium atom as obtained
by the RHF case. The energies of the 1s to 4s, 2p to 4p, and the total energy are shown as a
function of the well depth V. Within the Slater’s X-a approach, I report an o parameter value of
0.26. From the figure, for a well depth of V5 = 0.0 a.u. (no endohedral cavity), I find that the energy
levels are Eq, = —2.79231, Ey; = —0.19639, E;, = —0.12866 a.u., for the ground and excited states,
respectively, and the total energy is Er,tq; = —7.43268 a.u., in excellent agreement with well known
result [167, 168]. In Fig. 6.1, one observes that the 1s energy level is not affected by the endohedal
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Figure 6.2: Radial wave-functions for the 2s, 3s, 2p and 3p states of the Lithium atom in an
endohedral cavity for selected potential well depths Vj in the RHF case. The (o) symbols are the
theoretical results from Ref. [167]. See text for discussion.

cavity and remains constant for all well depths V{, as we expect, due to we are considering a frozen
core by means of the RHF approach. As the well depth V;; becomes deeper, the valence energy level
migrates from being in the atom to being in the endohedral cage as one observes from Figs. 6.1 and
6.2 (see below). This behavior would be relevant in the determination of the DOS derived properties
described in the following sections.

In Figs. 6.2(a-d), I show the eigenfunctions for the 2s, 3s, 2p and 3p states of the Lithium atom
in an endohedral cavity for selected potential well depths Vj in the RHF case. For the case of the free
atom, V5 = 0.0 a.u., one observes a good agreement of the results in comparison with the Hartree-Fock
solutions shown by (o) symbols from Ref. [167]. When the endohedral cavity is added, for a well
depth of Vj = 0.302 a.u., one observes, in Figs. 6.2(a-d), that the 2s, 2p, 3s, and 3p wave-functions
are modified significantly in comparison with the unconfined results for V) = 0 a.u.. Here, it is evident
from Figs. 6.2(a-b) that the 2s and 2p wave-functions are shifted to the endohedral region, however,
for 3s and 3p wave-functions there is a competition between the Coulomb and well depth attraction.
For a well depth of Vi = 0.7 a.u., one observes, in Figs. 6.2(a-b), that the 2s and 2p wave-functions
are almost confined in the cage region between 6 < r < 8 a.u.. For the same well depth, the 3s
[Fig. 6.2c)] and 3p [Fig. 6.2d)] wave-functions are split partially between the Cgo cage region and
the lithium atom nuclear position. When the well depth is increased to Vp = 1 a.u., from Figs. 6.2a)
and 6.2b), the 1s and 2p wave-functions are bound in the cavity region with no contribution at the
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endohedral cavity for selected well depths V for the RHF case. The (B) symbol corresponds to the
free value (Vo = 0 a.u.), fos—op = 0.76789 a.u., in good agreement with previously reported values
[156, 167]. See text for discussion.

hydrogen atom position. For this well depth, the valence electron is completely bound by the cage.
As one observes from Figs. 6.2(c-d), the increase of the well depth makes slight changes to the 3s and
3p wave-functions. From Fig. 6.1, we note that the 1s energy state is not altered by the presence of
the endohedral cavity being only the valence state the affected one. Thus, the 1s wave-function is not
modified by the presence of the endohedral cavity. The increase of the well depth produces a trapping
of the valence electrons within the endohedral cavity.

Dipole oscillator strength

From the calculated eigenvalues and eigenfunctions, I proceed to obtain the DOS for the Li@QCg
system. In Fig. 6.3, I show the 2s — 2p transition as a function of the well depth V5. The (H) symbol
corresponds to the free result, fas_2, = 0.76789 in good agreement with fo,_,9, = 0.76568 from Ref.
[167] and fa5—2p, = 0.76710 from Ref. [156]. From the figure, as the well depth is increased, the DOS is
increased too, where the significantly change is for V) = 0.2 a.u., reaching a value of fas_,9, = 0.87491.
Then, the DOS decays smoothly until fa,_2, = 0.68603 for Vo = 2.0 a.u.. This behavior is related
to the change of the 2s [Fig. 6.2a)], 2p eigenfunctions [Fig. 6.2b)], and energy levels [Fig. 6.1]. As
the potential well depth is increased, the eigenfunction is between being in the lithium atom and then
localized in the endohedral cavity. A comparison must be made with the endohedral hydrogen atom
results presented in Chapter 4. From the endohedral hydrogenic results, we observed the decreased
of the DOS as the well depth is increased reaching a minimum and then an increase followed by a
constant value. In comparison, the LiQCgy presents a maximum and then a decrease of the DOS.

Photo-ionization cross section

The photo-ionization cross section is calculated for the 2s shell of the endohedral lithium atom for
several well depths and as a function of the photo-electron energy in the RHF approach. In Fig. 6.4a),
I show the results of the PCS for the free case (color solid line), i.e. no endohedral cavity (Vo = 0 a.u.).
In the same figure, I compare with the theoretical results of Peach (red solid line) [163], Lin and Ho
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Figure 6.4: The same as Fig. 6.3 but for the Photo-ionization cross section as a function of the
photo-electron energy (eV). a) we show our results (solid line) for the free case (Vo = 0 a.u.) in
comparison with the theoretical result of Ref. [163] [red solid line], the theoretical results of Ref. [26]
[(x) symbols|, and the experimental results from Ref. [159] [(l) symbols]. b) the photo-ionization
cross section for several potential well depth as a function of the photo-electron energy. See text for
discussion.

[(x) symbols] [26], and the experimental results of Hudson and Carter (M) [159]. Here, one observes
a correspondence between our results and those reported by Peach and Lin and Ho for photo-electron
energies larger that 10 eV of photo-electron energy. For lower values of the photo-electron energy,
near 2.5 eV, we observe a discrepancy between our results and those reported by Refs. [26, 163].
Within the Slater’s X-a approximation, I use one adjustable parameter to obtain the energy spectrum.
The pseudo-potential used in Ref. [163] and Ref. [26] uses optimized parameters that are derived
by least-square fit to either experimental or theoretical results, leading a proper description of the
photo-ionization at low photo-electron energies.

In Fig. 6.4b), I show the PCS results for the encaged lithium atom for several well depths V;
as a function of the photo-electron energy. Here, the solid line is the free result, as I have described
previously in Fig. 6.4a). When the endohedral cavity is present, V5 = 0.3 a.u., one observes a
drastic decrease of the PCS for lower values of photo-electron energies and the appearance of Cooper
resonances around the photo-electron energies at 4 eV and 21 eV. These energy resonances occur due
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Figure 6.5: The same as Fig. 6.3 but for the mean excitation energy, I. In this case, the () symbol
corresponds to the unconfined result with Iy = 3.39698 eV. See text for details.

to the constructive interference of the photo-electron waves scattered off by the endohedral cage and
the outgoing photo-electron wave as in Chapter 4. From Fig. 6.4b), for a well depth of V; = 0.7 a.u.,
the PCS is increased for a photo-electron energy of 4 V. When the well depth is V5 = 1.0 a.u., the
PCS is increased for lower values of photo-electron energy and one observes that the resonance position
moves towards lower photo-ionization energies. We find that the Cooper resonances are sensitive to
the endohedral well depth, as observed in Fig. 6.4b).

Mean excitation energy

In Fig. 6.5, we show the results for the mean excitation energy, Iy, as a function of the well depth Vj.
For no endohedral cavity (Vo = 0 a.u.), one finds that the mean excitation energy, for the 2s orbital,
is Iy = 3.39698 €V in agreement to the results reported by Oddershede and Sabin with Iy = 3.29 eV
[169]. As the well depth is increased, the mean excitation energy is decreased reaching a minimum of
Iy = 1.34428 eV for Vy = 0.4 a.u.. For larger values of the well depth, the mean excitation energy is
increased smoothly reaching a value of Iy = 2.24666 eV for Vj = 2 a.u. The sudden change observed
in I is consequence of the change of the 2s — 2p DOS transition, which is the principal intensity
contribution.

6.2 Conclusions and perspectives

In this chapter, I have analyzed the role of the spatial confinement on the dipole oscillator strength
derived properties of the lithium atom encaged by an endohedral cavity by means of the Wood-Saxon
model potential and the restricted Hartree-Fock approach. It was found that the inner electrons are
not modified by the presence of the endohedral cavity due to the strong binding energy from the
nucleus. Here, the 2s valence electron have suffered a drastic change, as the well depth Vj is increased
and consequently the wave-functions are modified with implications on the photo-ionization and mean
excitation energy. For the photo-ionization cross section, it was found the appearance of Cooper
resonances as the well depth is increased.
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(General conclusions

In this work, I have shown the relevance of accounting for the dipole and generalized oscillator strength
and the implications on the derived electronic properties with consequences on material damage, e.g.
photo-ionization cross section, mean excitation energy and stopping cross section (energy loss), for
atoms at free and at extreme conditions.

In the free case, I asses the universal character of the stopping cross section in terms of the mean
excitation energy target property, under the Bethe approach, for heavy ions colliding with atoms and
molecules. Among the complex projectile-target systems in the energy deposition considered here, the
scaling law expresses a systematic and universal behavior, regardless of the detailed mechanism for
slowing down in the intermediate-to-high collision energies. The scaling law results are in excellent
agreement with the available experimental data for high energy regimen within Bethe’s theory. From
these results, the mean excitation energy is a decisive parameter to account correctly for the stopping
cross section. Thus, the determination of the mean excitation energy is crucial, because among other
things, it has been established that this parameter has a dependence on the target orbital orientation.

In spite of the target orientation has been studied previously [12, 13], it has only been assessed
for the mean excitation energy and not for the generalized oscillator strength and consequently in the
stopping cross section. In this thesis, I have studied the effects of taking into account the initial orbital
target symmetry and new analytic expressions for the generalized oscillator strength and stopping
cross section were derived. These expressions are obtained assuming that the electrons in the target
are bound harmonically and the results are within Bethe’s theory. These results for the electronic
stopping cross section dependence of the initial target symmetry show good agreement in comparison
with the experimental data. However, the question is open for a more realistic approach considering
the initial target orbital symmetry in spherical coordinates. Nowadays, this is one of my investigation
lines.

For atomic systems encaged by an endohedral cavity, I presented a study of how the dipole and
generalized oscillator strength are modified and, as a consequence, the dependent electronic properties.
I found that the dipole oscillator strength is modified drastically around the first avoided crossing of
the ns and (n+1)s energy levels. For HQCg system, the endohedral confinement leads the trapping of
the ground state in the cage as the potential well depth is increased. Thus, the photo-ionization cross
section and the mean excitation energy are modified, finding the appearance of Cooper resonances for
the photo-ionization and a diminishing of the mean excitation energy. With the increase of the well
depth, in the case of a hydrogen atom, I calculate the generalized oscillator strength as a function of
the confinement conditions, finding that their intensities are modified in comparison with the available
free expressions. Thus, the stopping cross section is modified. For low energy collisions, the endohedral
cavity effect is reflected in the increase of the stopping cross section, and at high projectile energies, the
endohedral cavity is not discernible by the projectile. It was found that the physical properties depend
strongly on the two model potential used to describe the endohedral cavity. Although I present new
results for the generalized oscillator strength for atomic systems encaged by an endohedral cavity, there
are open questions to answer. For example, I assumed through this thesis, that the model potentials
that describe the endohedral cavity are static and as a consequence, the carbons that conform the
fullerene molecule do not react properly to the interactions of the atomic system. A more realistic
approach would be to propose a potential consisting of repulsive and attractive components that
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take into account the internal forces between electrons and carbon atoms of the endohedral cage.
Furthermore, I have assumed that the atomic systems are at the geometrical center of the endohedral
cavity, however, recent research in the field of hydrogen storage points out that, maybe, it is not
completely correct. These intriguing aspects of the endohedral cavity are part of my new investigation
lines nowadays.

When I consider the HQCg system embedded in a weak plasma interaction, interesting and new
features arise from the confinement effects. The hydrogen energy levels and wave-functions are modified
and, as a consequence, the dipole and generalized oscillator strength too. It is found that, with the
increase of the endohedral well depth and the decrease of the plasma screening length, the electron
in the hydrogen atom is bound into the cavity region. This effect is reflected in the delocalization of
the energy levels for lower screening lengths for low values of the potential well depth and a change in
the wave-functions. For dipole oscillator strength properties, I find the appearance of new structures
in the photo-ionization (energy resonances), as well as a drastic change on the mean excitation energy
due to the change in the energy levels as a function of the screening length. Furthermore, I compute
the generalized oscillator strength for this system finding a strong dependence at low screening lengths.
For the electronic stopping cross section, the stronger effect of the plasma is for shallow cavities, in
contrast, for deep cavities, the effect of the plasma is negligible with a predominant contribution only
from the endohedral cavity.

I hope these findings motivates further study on these system and a guide to perform experimental
work. Several improvements for this ab initio approach can be done. For example, as I mentioned
previously, the model potential cavity could be modified by adding a repulsive term. Furthermore,
I could consider a more realistic plasma interaction by proposing a temperature-dependent model
potential [76, 77]. Thus, these topics are part of my actual lines of investigation.
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Finite-differences approach

The numerical method of finite-differences in the midpoint grid is described below. If you multiply
Eq. (2.61) by u*(r) on the left and integrates over the entire space, i.e. 0 < r < oo, we have

1 ,d*u
2" a2

f%/u*u”errV(T)/u*udr: E/u"‘udr7 (A.2)

+V(r)u'u = Eu*u, (A1)

where V(1) = 1(1 +1)/27? + Viere(r) 4+ Ve(r) and the explicit dependence of 7 on the wave functions
has been removed. From Eq. (A.2), the energy is

7 —% Juwddr +V(r) [u*udr

E = A3
[ urudr (A-3)
Integrating the first integral by parts we obtain
i (18%6—“7‘ + V(r)u*u) dr
E=1 20 . (A.4)

J wrudr

Under the finite-differences approach, the integral and the derivative are defined in terms of the
midpoint grid as

N
ou  Ujy1/2 —Ui—1/2
urdr:E ;i (73 —Ti—1/2), —= A5
/ ( ) =1 ( e 1/2) or Tiv1/2 —Ti—1/2 ( )

Introducing Eq. (A.5) in (A.4) and after a little algebra we obtain the Schrodinger equation as

1 |:Uj —Uj—1 _ Uj41 — Uy

5 ] + Viui(rjyi2 — 7“j71/2) = Euj(rj+1/2 - Tj71/2)’ (A.6)

T’j — rj—l Tj+1 — Tj

where the frontier conditions are given by
o (Tmin) = 0, UN (T'maz) = 0. (A.7)
Eq. (A.6) can be written as a generalized eigenvalue problem as
Hu = ESq, (A.8)

Diagonalizing this equation system by making S = LLT such that ¢ = LT% and L = S'/2 we obtain
g = E4. (A.9)
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A. Finite-differences approach

Where the matrix elements are given as

- 1 1 1 1
H;;=< + + Vi, (A.10)
T2 ri il Tip1 — T Tip1/2 — Tie1)2
- 1 1
Hi,i-‘rl == — ’ (All)
2(riv1 —13) \/(Ti+1/2 —1ic12)(Tigs/2 — Tiv1/2)
- 1 1
Hii1=— (A.12)

2(ri —ri—1) \/(Ti+1/2 - 7“%1/2)(7“1‘71/2 - 7"1‘73/2).

Egs. (A.9)-(A.12) permit us to find the eigenvalues and eigenfunctions of the HQCgy system [Eq.
(2.61)], the HQCgy system embedded in a weak plasma interaction, and for the Li@Cgq system in the
UHF and RHF [Egs. (2.84) and (2.92) respectively] for different values of the confinement potential
Vo As a consequence we can calculate the DOS and GOS derived electronic properties for free and at
extreme conditions.
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Gauss-Seidel Method

To show the implemetation of the Gauss-Seidel method, we consider the spatial part of the UHF Egs.
(2.75)-(2.77) as

(ill + jQ + jg — ]’%3) 1,[}1(1‘) = 611,[)1(1‘), (Bl)
(712 + 1+ js) Pa(r) = €292 (1), (B.2)
(iLg, + jl + jg - Rl) 1/13([‘) = 63’(/)3(1‘)7 (B3)

where the equations need to be solved simultaneously. For example, Eq. (B.1) is given in terms of
their radial part due to the spherical symmetry as

(131 Ny AN - fcg) ui(r) = erun (r). (B.4)

Here we assume that ¢ (r) = (u1(r)/7)Yim (0, ¢). The kinetic term from Eq. (2.68) is given as

. 1

hy = f§v2 +V(r), (B.5)
1 d? _ Z

=-372 +V(r), with V(r)= - + Ve(r), (B.6)

using the latter kinetic term in Eq. (B.4) we re-write it in terms of the finite-differences approach as

1d? 1 =y 41— U 1
4 U; _ Lt U1 U1 T ULy 7 (B.7)
2 dr 2 Ty —Tj-1 Tig1 — Ty T‘j+1/2 — Tj_l/g
= hij—1u1j—1 + hijurj + R 1t g1, (B.8)
where we define
1 1 1
hij1=—3 : (B.9)
215 —rjo1Tip12 —Tjo1)2
1 1 1 1
hij == + ) (B.10)
2 rj =it Ti+1 =] Tita2 —Tj-1/2
1 1 1
hl,jfl = — = (Bll)

27441 =T Tiv12 —Tio12
Then, Eq. (B.4) into the finite-differences approach is
(P1j—1u1j—1 + hajuij + hajriun o + Viurj + Jojunj + Js junj — K juag) = equr g, (Bl12)
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B. Gauss-Seidel Method

here the new wave-function u, ; is

 hguno b
haj+Vi+Jaj+Js— Ksj—e

uyj =

where
€1 = /dT"UJT(’I‘) (iLl —+ jg —+ jg — [A(g) Ul(?”).

The improved wave-function is given as

utG’ (r) = (1 — w)uy,;(r) + wu ;(r),

(B.14)

(B.15)

(B.16)

here wq j(r) is the initial guess wave-function. In a similar way, for Eqs. (B.2) and (B.3), the new

wave-functions u; are

~hoj1ug o1+ hojqiug 4
hoj+ Vit i+ Js;—€’

_ hgjiugi—1 4 hsjrius i
hgj+ Vit Jug+ oy — Ky —e’

Uz j =

ug,j =

and the improved wave-functions uj“" are

uyG’ (1) = (1 — w)uz,;(r) + wuz ;(r),
uzS(r) = (1 — w)ug,;(r) + wus ;(r),

with the respective values of €3 and €3, as in Eq. (B.15).
Where the Coulumb and Exchange terms are given as
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