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1 Summary

1.1 Introduction

This thesis deals with charge-transferring atom-surface collisions. They are of cen-
tral interest in surface science [Bra89; Los90; Mod87a; New83; Win02; Yos86], a good
overview can be obtained from [Monl4; Rab94; Win07]. Their importance for plasma
science, for instance, arises mainly from the technical significance of secondary electron
emission from surfaces, which may occur, under certain circumstances, in the course of
a collision, see Fig. 1. They affect the modus operandi of low-temperature plasmas, for
example, in flat-panel displays and basic properties of a gas discharge like the electric
breakdown [Lie05] as well as the structure of the plasma sheath [Cam16; Lan15; Syd09;
Tac04]. Another important application is neutral gas heating of plasmas in thermonu-
clear fusion reactors such as ITER which utilizes surface-based production of negative
hydrogen ions [Kra08]. In addition to their importance for plasma science, many sur-
face diagnostics used in other areas such as secondary ion mass spectrometry [Cza91]
or metastable atom de-excitation spectroscopy [Har97] are based on charge-transferring
processes as well and allows one to gain insight into the constituents and structure of
a surface.

In principle, any number of charges may be involved in a particular charge-transferring
process. In practice, however, it is typically dominated by resonant and Auger pro-
cesses which involve one, respectively, two electrons as charges. The aforementioned
secondary electron emission, for example, is a by-product of an Auger process—in case
the emission is driven by the potential energy stored in the configuration of the incom-
ing ion—and was in the focus since the early studies dating back right to the beginnings
of modern condensed matter physics in the first half of the 20th century. Some most
notable studies to mention are [Cob44; Mas30; Oli30] where already the combination
of a resonant charge transfer followed by an Auger de-excitation is proposed. Also
notable is Shekhter [She37] who first outlined the Auger character. His work in turn
set the basis for Hagstrum [Hagb3; Hagh4] who pioneered, amongst other things, the
ion neutralization spectroscopy, see [Rab03] for an overview, as well as surface physics
in general, which was a mere niche topic before his contributions.

In contrast, the emission of secondary electrons from the surface may also be driven
by the projectile’s kinetic energy which is relevant in ion-surface scattering and sputter-
ing [Gna99; Sig92]. The importance of potential electron emission, however, increases
for lower projectile velocities and multiple charged ions which can store considerably
more potential energy [Aum07]. Low temperature plasmas operate typically in the
potential-driven regime due to kinetic energies of around ten electronvolts [Piel0).
Auger neutralization and de-excitation of ions/metastable species are thus the main
channels of secondary electron emission at plasma boundaries [Phe99]. Being that im-
portant for surface physics, it is not surprising that they have been already reviewed
several times in the last few decades [Bar94; Bra89; Los90; Mod87a; New83; Yos86]
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and also more recently [Mon14; Win02; Win07] and it is by now certain that the basic
mechanisms of secondary electron emission from solid surfaces have been identified.
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Fig. 1: Schematic representation of a positive ion AT colliding with a surface with an
angle of incident «. This process may induce secondary electron emission 7.
and/or change the configuration of the projectile.

Besides their great technological importance, charge-transferring atom-surface col-
lisions are also of fundamental interest. By coupling the local quantum system of a
projectile with its finite number of discrete electronic states to the large reservoir of
continuous electronic states of a surface, the scattering of a single atomic or molecular
projectile on a solid surface is a particular realization of a time-dependent quantum-
impurity system [Mer98; Sha96]. In solid-state physics the coupling of a local moment,
in the form of a local spin, in a metal to the itinerant electrons of the conduction
band is the archetypal quantum impurity system with well documented properties and
features [Ful91; Hew93]. One of these is the Kondo resonance, also referred to as
Abrikosov-Suhl resonance. It arises at the metal’s Fermi level and dissolves with in-
creasing temperature. These physical effects appear in other quantum systems with a
finite number of correlated internal states as well, if they are interacting with a reservoir
of external states. One example are semiconductor quantum dots coupled to metallic
leads [Agu03; Cha09; Pus04; Win94]. They allow to study local-moment physics in a
well-controlled setting by fine tuning many parameters, for instance, by means of a tun-
able gate voltage [Cro98] or adatoms [Ter09]. A potential technological application is a
single-electron transistor [Gol98a; Gol98b; Gra92]. Recent theoretical research [Cohll;
Lecl4; Miih11l; Nghl4] aimed for a better understanding of temporal changes to the
transport properties of quantum dots during the buildup and decay of local-moment
type correlations.

Experimentally, charge-transferring atom-surface collisions require quite a lot of effort
if one is interested in the intrinsic mechanisms of local-moment-type correlations or
seeks to make quantitative statements about the secondary electron coefficient. As a
result, only a handful of measured secondary electron coefficients exist. However, in
the future this could change with newly introduced techniques [Dak16; Marl5].

The availability is different for measured energy distributions of emitted secondary
electrons even though one has to note that the obtained spectra are in general-due
to technical reasons—unweighted and allow thus no conclusion about the strength of
the secondary electron coefficient. Over the years a variety of emission spectra were
measured [Lan03; Lan07; Ses87] with different projectile and surface combinations
such as helium ions scattering from aluminum [Hec98; Win93] or cesiated [Miil93] and
potassium-covered [Bre92b] tungsten surfaces for example. Beyond the measurement
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of the secondary electron coefficient and energy distribution, a recent experiment by
He and Yarmoff provided strong, but indirect, evidence that the neutralization prob-
ability of a beam of strontium ions scattering on a clean gold surface is affected by
local-moment-type correlations [HelO; Hell] by measuring an unusual temperature
dependence of the neutralization probability of the strontium ions.

Theoretically, a charge-transferring atom-surface collision is quite a challenge to find
an efficient way to deal with the many-body scattering problem. Thus, many ap-
proaches [Bonl6; Igl13; Mas09; Mon13; Mor98; Wan01] exist. Especially when it is
giving rise to a great variety of collision pathways such as during the scattering of he-
lium ions from aluminum surfaces [Caz98; Gar03; Igl14; Lor98; Som00]. The number
and type of reaction channels depends not only on the choice of the surface, but also
on the projectile. For instance, alkali ions [Mar93], respectively, helium ions [Lor94]
scattering on a copper surface are two very differing situations. Calculated emission
spectra of secondary electrons [Mod87b; Pro63] allow then for a stepwise interpretation
of the measured ones by adding channel by channel. Contrary to the low-temperature
plasma environment where the ions travel perpendicular towards the surface, many
atom-surface scattering experiments occur under grazing incident and occasionally with
higher kinetic energies. This results in high lateral velocities compared to the perpen-
dicular portion and has to be considered [Kim93; Sos03].

In this work, we theoretically investigate both aspects of charge-transferring atom-
surface collisions: local-moment-type correlations and emission of secondary electrons
from surfaces. Ideally, one chooses an approach that keeps as many electronic and
lattice degrees of freedom at an ab-initio level as possible. In practice, however, this
sophistication is hard to maintain. In this work, we do not aim to perform a description
from first principles [Gar03; Igl13; Mon13; Mor98] which could utilize density functional
theory or quantum-chemical techniques. Instead, we keep only the most important
degrees of freedom of the scattering process and use effective models for them. These are
basically the Anderson-impurity model [Baj07; Gol05; Kas87; Nak88; Onu96; Rom09]
leading to time-dependent Anderson-Newns Hamiltonians and Gadzuk’s semiempirical
approach [Gad09; Gad67a; Gad67b] to describe the projectile-target interaction from
classical image shifts. In direct comparison with the description from first principles,
the semiempirical approach offers a flexible basis for the modeling of a great variety
of projectile-target combinations. The addition of further effective models to increase
the general quality of the results is possible since the approach is very modular. The
clear physical interpretation of each effective model, as well as the requirement for
only a few and generally available parameters are further advantages of this approach.
Rewritten in terms of Coleman’s pseudo-particle operators [Col84; Kot86], the model
is then numerically analyzed. This is done within a non-crossing approximation for
the hybridization self-energies [Lan91; Nor93; Sha94a; Sha94b| which are utilized by
contour-ordered Green functions [Kad62; Kel64] for each relevant electronic state of
the projectile.

In the first part of this thesis we employ our strategy of effective models and analyze
the experiments of He and Yarmoff [HelO; Hell] from the outlined genuine many-
body theoretical point of view. They found strong evidence for a local moment-type
correlation that causes a non-monotonous temperature dependence of the neutralization
probability of strontium ions on gold surfaces: it first increases and then decreases with
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temperature. While the initial increase is most likely a combined thermal single-particle
and a correlated many-body effect, the decrease, however, could be the long sought
fingerprint for a transient mixed-valence resonance formed during an electron transfer
taking place between a surface and an atomic projectile [Mer98; Sha96]. We employ
the same strategy for magnesium where such evidence is not found.

In the second part we make extensive use of the projection technique which is an
essential part of the Anderson-Newns model and modify our semiempirical theory with
auxiliary bosons [Marl12] that essentially make the construction of any interaction and
atomic configuration possible. We apply our model to the multi-channel problem of
helium ions inducing secondary electron emission by scattering on metallic surfaces.
Depending on the metal and the collision parameters, different reaction channels like
Auger neutralization or resonant transfer followed by Auger de-excitation are open or
closed. An unbiased description of the collision therefore requires a theoretical model
that treats all channels equally and allows them to act simultaneously. This is ensured
by the just mentioned projection technique and the employment of auxiliary bosons.
In addition, the calculation of the secondary electron emission coefficient end energy
distribution requires that we introduce surface transmission functions. They abstract
the complex physical processes involved after a secondary electron is created but before
it is emitted from the surface.

The third part reveals details of our numerical schemes that we used in each scenario.
For strontium and magnesium we adapt the strategy of Shao and coworkers [Sha94a] for
calculating the two-time Green functions numerically exact to our particular modeling
of He and Yarmoff’s experiment. For helium, we describe in detail how we deal with the
different multidimensional integrations that arise for each transition matrix element of
each involved Auger process and give a general overview of our numerical approach.

1.2 Mixed-valence correlations

In this section we comment on Article I and Article II and use the opportunity to
give a general summary of our effective approach. The section is ordered as follows:
First, we recall the Kondo effect from solid-state physics. Second, we present Gadzuk’s
semiempirical approach which we use to describe and interpret He’s and Yarmoff’s ex-
periment [HelO; Hell] in terms of the afore recalled Kondo effect. Then, we construct
a suitable Anderson-Newns Hamiltonian by using the Anderson-impurity model, sum-
marize the quantum kinetic modus operandi and finally present some of our results of
Article I, Article II and a few unpublished ones.

Kondo effect The Kondo effect, named after Jun Kondo who developed the first
theoretical description [Kon64], is the unusual occurrence of a minimum in the elec-
trical resistivity at low temperatures in metals. It arises from spin-flip scattering of
itinerant conduction band electrons at local magnetic impurities. Kondo’s original ap-
proach was application of third order perturbation theory to take the alignment of the
scattering spin into account. This contributed an additional logarithmic term to the
electrical resistivity. Although the new term explained the measured minimum [Haa34],
it also diverges as the temperature approaches absolute zero. Other non-perturbative
techniques, such as the Bethe ansatz, were later used in the development of new, exact
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and singularity-free models [And80; Vig80]. This search for better models is known
as the Kondo problem in solid-state physics and it is still an ongoing one due to the
high variety and complexity of many materials, such as rare-earth or actinide-metallic
compounds, generally known as heavy fermion systems [Lail8; Shil8], which commonly
require tailored approaches.

The local magnetic impurities are in general unpaired valence electrons of a finite
electronic system with a discrete energy distribution. Adatoms sticking on surfaces and
quantum dots with metallic leads are, thus, ideal realizations [Cro98; Ter09]. Depending
on the energies, three different regimes can be distinguished. In Fig. 2 they are shown
for a two level system. The shaded areas are occupied, the non-shaded areas unoccupied
electronic states of the metal’s conduction band. Filled (empty) dots mark occupied
(empty) levels of the impurity. The Fermi level is indicated by the thin horizontal line.
In the non-magnetic regime, also known as filled (I) and empty orbital (V) regime,
the local impurity acts like a crystallographic defect. Together with any other non-
magnetic defects of the lattice it contributes to the constant residual resistivity of the
metal. The magnetic case (III) is in fact the Kondo regime. The local impurity has
one unpaired spin and, hence, contributes fully to the Kondo effect. Scenario (II) and
(IV) show the mixed-valence regime where the electronic spin at the Fermi level is able
to transfer to and fro between metal and impurity, which results in a lower than unity
occurrence probability at the impurity. The total magnetic moment is, thus, lower than
in the Kondo, but higher than in the non-magnetic regime.

In addition, the strength of the coupling I" between metal and impurity plays a
decisive role. For instance, if the difference between any discrete level and the Fermi
level is less than the corresponding coupling strength, the system is in the mixed-valence
regime. In terms of Sosolik and coworkers [Sos03], the system is then dominated by
coupling. For small surface temperatures Tg a narrow resonance forms in the solid’s
density of states at the Fermi level. Its width is equal to the Kondo temperature
Tk and, depending on the regime, it is either called Kondo (IIT) or mixed-valence (II
and IV) resonance. These states build up to shield the spin-flipping of the magnetic
impurity. This is the source of the Kondo effect [Ful91]. The mechanism breaks down
for Ts 2 4Tk as lattice vibrations interfere with the screening and effectively weaken the
coupling between impurity and conduction band. This explains, however, the unusual
temperature dependence of the electrical resistivity [Hew93] at low temperatures. As a
final remark, strong coupling enhances Kondo-type effects [Sch66], as suitable electronic
conduction band and impurity moments pair stronger together and more easily form a
non-magnetic state.

Semi-empirical approach We now turn our attention to Gadzuk’s semiempirical
approach [Gad67a; Gad67b]. It combines the advantage of a clear physical picture
[Gad09] with comparably good qualitative results for separation lengths greater than
6—7 Bohr radii between surface and projectile [Bor95b]. It is based on image shifts for
the on-site variation of the projectile energy levels and on a golden rule calculation of
the level width, i.e. the hybridization induced coupling I' of the energy levels, which
takes the non-orthogonality between surface states |E> and projectile states [¢y,) for
resonant charge transfer already into account.

For later purposes, we assume an effective two level system. It can be employed for
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Fig. 2: Possible ground states for the Anderson model with two discrete levels. The
square marks the conduction band of the metal, the thin horizontal line the
Fermi level. Filled circles indicate the occupation of the corresponding level.
Due to Pauli principle, two filled levels cancel the local moment. Hence, one
can distinguish the non-magnetic (I and V), the mixed-valence (II and IV) and
the magnetic (III) regime.

any alkali and alkaline earth metal projectile, provided the s-valence orbital plays the
physically deciding role. Lower bound electrons of other shells contribute then only
to the screening of the atomic core’s charge. This alone allows us to model a wide
range of possible target-projectile combinations as effective two-level systems. Each
having two one-electron levels coupled to a continuum of states and an intra-atomic
Coulomb repulsion U acting between both levels, enabling thereby correlation induced
spin-flipping. Of course, if more than one shell has reactive levels this model has to
adapt.

Without any interaction between projectile and surface the upper of the two levels
ey coincides with the first ionization energy of the projectile I1. The lower level g with
the second ionization energy I5. Polarization of the surface, however, let the ionization
levels shift upward,

62

eu(t)=—I+ 200 =2 (1)
62

eo(t) =—I2 + 4|Z(t?))—zz| ) (2)

with z; the position of the metal’s image plane measured from the crystallographic
ending at z = 0. The collision trajectory of the projectile

z(t) :ZTP+UJ_’t| , (3)

with zrp the turning point and v, the projectile’s velocity component perpendicular
to the surface describes the classical center-of-mass motion of the projectile. It is the
result of the trajectory approximation and is justified due to the high mass of the
projectile [Mod87a]. Small turning points introduce the need for corrections from first-
principles for the image shifts. However, we estimated them to not yet play a role for
strontium and magnesium ions scattered by a gold surface, the experimental situation
investigated by He and Yarmoff [Hel0; Hell]. For the set of parameters used, we refer
to Article I and Article II.
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Fig. 3: Schematic representation of an ion (solid) inducing image charges (dashed)
in a metal surface. The residual valence electron of the ion (colored) interacts
with the projectile’s screened core, the core’s and its own image.

In Article II we offer an explanation of the strength and direction of the image shift
by introducing virtual processes of energy gain and loss. Similarly, the shifts can be
approximated by classical pictures [Gad09] as in Fig. 3 where a positive atomic core
and an electron induce image charges in the metal’s surface. The potential felt by the
electron (colored) is

V(z,p):—f—i—T-FVC(?’), (4)

with the effective Coulomb potential Vo (), which includes the entirety of intra-atomic

exchange and interaction terms, R = 2z and 1’ = \/ (z(t) — 2z + 2)2 + p?, if the electron
is at 7. = (z, p). Note that the charges are mirrored at the image plane at z; > 0 before
the crystallographic ending at z = 0. The effective Coulomb potential is in general
Vo(r) > 2€2/r since the atomic charge is only partly screened by the Z — 2 closer
bound electrons in lower lying orbitals [Cle63; Sla30]. Here, Z is the number of protons
in the projectile’s core. In addition, we can assume that the atomic radius of the
projectile is with Ry ~ 3 ap for magnesium and Rsy ~ 4 ap for strontium [Cle67;
Sla64] much smaller than its distance to the surface’s image plane for the longest part
of the trajectory. The charge of the core’s image Zjq9c = —2, whose absolute value is
thus identical to the total screened charge of the atomic nucleus, not the effective one.
In this regime r < z(t) — z; is then true up to and near the turning point. In this case,
we can set z & z(t) — z; as well as p &= 0 and approximate Eq. (4) with

V(D) = Vo) ®)
rt) = o(r).

4fz(t) — i
The corresponding time-dependent on-site energy can be calculated quantum mechan-
ically,

aolt) = (4] 2+ Virlo). ©)
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where 1 are orthonormal eigenfunctions of the Coulomb problem. We then find that
the time-dependent part of Eq. (5) is identical to the image shift of Eq. (2) and that
I5 is completely determined by Vi (r). As I; and Iy are tabled [Cle74], we can simply
ignore the effective Coulomb potential. A similar derivation with an additional electron
outside the surface, thus, a total of two, leads to Eq. 1, the time-dependent on-site
energy of the upper level.

In contrast to the mechanism of virtual processes we applied in our articles, this
type of derivation of the image shift is substantially more involved in the mathematical
description and therefore offers the possibility of qualitative improvement by omitting
applied approximations. That being said, for small separation lengths, corrections
resulting from first-principles are probably more necessary [Mon14].

The collision of the projectile with the target rearranges the charges between them
via resonant charge transfer (RCT) and via various Auger processes which we outline
in the next section. The absolute value of the matrix-elements describing the transport
from the surface to the projectile Vgﬁp (t) and vice-versa VEp ~%(t) must be equal. They
differ only in phase so that

() = [V ) . (7)

The time-dependent Hamiltonian describing the interaction is H(t) = p*/2m + Vs(t) +
Vp(t) where Vg(t) is the surface’s electronic potential including all polarization effects
and Vp(t) the residual Coulomb potential of the projectile. Instead of calculating
the eigenfunctions for such a combined Hamiltonian, which is an extremely difficult
undertaking, Gadzuk assumed [Gad67a; Gad67b] two things:

The potential Vs(¢) is a perturbation for any projectile electron described by Hp(t) =
p?/2me +Vp(t) with eigenfunctions |¢). Similarly, the potential Vp(t) is a perturbation
for any surface electron described by Hg(t) = p2/2me + Vs(t) with eigenfunctions |k).
In this semiclassical picture the electron may change its state from |k) — |1) or from
[v) — |E> if it is perturbed by the corresponding potential thereby switching its position
from the surface to the projectile or vice versa. In essence, that means that Eq. (7)
becomes

Vi) = (R|vs]e) + = [(o|ve@|E) +7] " (®)

where the functions v and 4’ arise as corrections from non-orthogonality between |E>
and [¢). In general, the orthonormal basis of the complete Hilbert space can not be
formed by combining basis states of isolated Hilbert sub-spaces, which |k) and |¢)
essentially are. However, Gadzuk showed [Gad67b] that the correction

Y- X ()

kK
for Wannier-like functions |k) and |K’) and that it is independent of the actual form of
the intra-atomic Coulomb interactions encoded in Vp(t).
We can thus very accurately calculate the matrix element by employing Vp(t) as po-
tential, using tabled one-electron Roothaan-Hartree-Fock atomic wavefunctions [Cle74]
and choosing reasonable surface wavefunctions from an additional effective model. In

Vp(t)‘@ Lo, (9)
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practice, we ignore any lateral variation of the surface and employ wave functions of
a simple step potential ¢;() with depth Vo = ¢ + Er with ¢ the work function and
Er the Fermi energy of the metal. More details concerning the calculation of the ma-
trix elements can be found in Article I and Article II. Qualitative improvements are
possible by employing more sophisticated models such as the one from Jenning and
Jones [Jon84] although Kiirpick and Thumm [Kiir96] came to the conclusion that the
actual impact of such improvements is rather limited.

To actually interpret V(t), it is helpful to utilize Fermi’s golden rule [Dir27; Fer50]
to determine the strength of the coupling

Teo(t) =20 Vi (B)*0(cz, —€). (10)
3

Generally, Eq. 10 is interpreted as level width of the energy level ¢, in our case £¢(t),
respectively, ey (t), or as inverse lifetime of the hybridized state.

Knowing the shifts and widths is crucial to choosing the right model. With this in
mind, we can now perform a preliminary discussion of He and Yarmoff’s experiment in
the following paragraph.

He and Yarmoff’s experiment He and Yarmoff’s experiment [HelO; Hell] was
carried out using positive gallium, magnesium and strontium ions as scattering pro-
jectiles. It was performed in vacuum where they positioned a cleaned polycrystalline
gold foil as target. The purity and work function of the foil were monitored by Auger
spectroscopy. The projectiles were produced and accelerated in a Colutron ion source
chamber by heating a gallium, magnesium or strontium metal in argon plasma. Neu-
tral projectiles were filtered out by electrostatically bending the beam. Time-of-flight
spectroscopy and a microchannel plate detector were used to analyze the scattered
projectiles. In Article I we perform a preliminary examination of the experiment for
magnesium and strontium. In Article II we carry out an in depth analysis for strontium.
We did only a very few preliminary investigations concerning gallium since its p-shell
valence electrons introduce complicated issues compared to magnesium and strontium,
which are both alkaline earth metals and have a completely filled s-valence orbital in
their ground state. As a result, their ground state has no magnetic moment, that of
gallium has one.

Fig. 4 shows the on-scale energetic situation for the magnesium 3s and strontium 5s
valence orbital in front of a gold surface during scattering. At the end of the trajectory,
the figure shows the expected final configurations of magnesium in the non-magnetic
and of strontium in the mixed-valence regime. However, the gold surface is bombarded
with positive ions and Mg™' as well as Sr' carry a magnetic moment in a correlated
two-level system from the beginning until they neutralize. Thus, the question is not
whether a Kondo-type resonance manifests, as there will always temporarily occur one,
but whether it significantly influences the charge transfer. This only happens if the
system is in the mixed-valence regime for a while. Then, at least one electron level of the
projectile overlaps with the occurring resonance at the Fermi level at —¢ electronvolts.
Thereby, the electron transport between surface and projectile is increased, see Fig. 5.
The better the Kondo-type resonance is sampled by the widths of the few level system,
the stronger the enhancement will be [Sha96]. In case of magnesium, we thus expect
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Fig. 4: Level shifts (solid) and widths (dotted) for magnesium (left) and strontium
(right) during the scattering process. The projectile starts at z = 20 ap on the
left, travels to the turning point at z = 5 ap and returns to its staring distance
on the right side. The Fermi level ep = —¢ and U(z) is the intra-atomic
Coulomb interaction. The shaded area is the region of occupied electronic
conduction band states at T" = 0 K. Full circles indicate occupation of the
corresponding level.

nearly no effect due to the resonance. The overlap is simply too small and occurs only
directly at the turning point. When a model description is chosen, one could thus, in
principle, ignore any resonance inducing on-site correlations. This is, however, not the
case for strontium. The overlap with the region of the Fermi level is very extensive, as
even the lower level g overlaps more with it than the upper level ey for magnesium did.
Knowing this, we need, thus, a model capable of handling both levels simultaneously as
well as the intra-atomic Coulomb interaction, which is key for any on-site spin-flipping
event that causes the formation of Kondo-type resonances.

When the temperature increases, the Kondo resonance broadens and is better sam-
pled by small widths. This increases the neutral fraction [Sha96] in addition to any
thermal increase or decrease as, for example, shown by the blue curve on the right
side of Fig. 5 for low temperatures. The thermal behavior is dependent on the actual
position of the electron level of the projectile. If it is below the Fermi level when the
transport typically occurs, it decreases with temperature and increases otherwise. In
any case, when the resonance breaks down, the enhancement will end. The neutraliza-
tion probability thus decreases from a certain point on with temperature until it is on
the thermal level (total absence of any Kondo-type resonance). After the breakdown,
the neutral fraction is solely dominated by the thermal smearing of the Fermi edge. The
combined curve in a mixed-valence scenario may look like the curve in Fig. 5, which
resembles the measured one of He and Yarmoff [Hel0], but is very dependent on the
actual parameters of the system.

Likewise, the spectral density of the projectile should show a pronounced peak di-
rectly at the Fermi level caused by spin fluctuations for low temperatures, see left side
of Fig. 5. If the temperature is increased, the peak broadens at first, increasing thereby
transport due to better sampling of the peak [Sha96], but ultimately losing its spectral
weight to the actual positions (caused by charge fluctuations) of the energy levels. This
marks the transition from a coupling dominated system to an energy driven one [Sos03].

Only a system in the mixed-valence regime is able to feature the anomalous temper-
ature dependence. In the non-magnetic and magnetic scenario the Kondo resonance at

10
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Fig. 5: Left: Schematic representation of the mixed valence scenario. At low temper-
atures the emergent Kondo-type resonance in the density of states enhances
the transport into the projectile’s levels. Right: Schematic temperature de-
pendence of the neutral fraction.

the Fermi level does not hybridize, cf. Fig. 2, and is thus simply not sampled by any
of the atomic levels of the projectile.

Anderson impurity model As a prerequisite for our quantum kinetic analysis we
construct an Anderson-Newns Hamiltonian [Bra89; Los90; Mod87a; Yos86] for our
two level system. Note that this Hamiltonian needs to be time-dependent due to the
movement of the projectile which leads to time-dependent energy shifts and matrix
elements. As a result, common known approaches to the Kondo problem from solid
state physics, such as the Bethe ansatz [Hew93|, can not be used. They were simply
designed for scenarios in equilibrium.

With the time-dependent energy shifts and single matrix elements at hand, the
Anderson-Newns Hamiltonian for a two level system interacting with a continuum of
states is

= Zso(t +Z% ch e+ Z fecl e

Z P0+PU)c +Hel]. (11)

The ch) annihilate (create) an electron with spin polarization o = {1,]} in the
valence orbital of the projectile that is the 3s shell for magnesium, respectively, the 5s
(M

shell for strontium. In an analogous manner, cr annihilates (creates) an electron with
g

spin polarization ¢ and momentum k in the conduction band of the metal.

The first term in conjunction with the third controls the correct order of filling
the two-level system. The first electron is always added with an energy of eo(¢). In
principle, the second one adds the same energy €¢(t) to the system. However, the third
term immediately adds U(t), so that the second electron is at ey (t) = eo(t) +U(t). The
intra-atomic Coulomb interaction U(t) = ey(t) —eo(t) and the level eg(t) is filled before
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1 Summary

ey(t). Likewise ey(t) donates an electron to the conduction band (second term) via
charge transfer (last term) before £¢(¢) does so. In addition, the spin can be arbitrarily
chosen when an electron is transfered from ey(t) to the surface’s conduction band as
they are indistinguishable. This correlation introduces the spin fluctuations that are
necessary for the Kondo-type resonance to occur and are only possible due to the third
term. Note that H.c. stands for the Hermitian conjugated, the reversed process in the
last term (in case of Eq. (11), charge transfer from the surface into one of the two
atomic levels).

In physical reality the intra-atomic Coulomb interaction is generally large. As Cole-
man [Col84] and Langreth and Nordlander [Lan91] pointed out, one usually employs
projection operators, here P? and PY_ , which project non-fluctuating states out to
effect this scenario and we make extensive use of them in Article III. The disadvantage
is that the projected operators chfj) and PE{,CE,T) do not satisfy standard commu-
tation relations and that, thus, the conventional quantum kinetic analysis based on

diagrammatic expansion with Wick’s theorem [Wic50] is complicated.

Two options are feasible. First, one could ignore the intra-atomic Coulomb interac-
tion altogether. We henceforth call this option the U = 0 model. Here one does not
project but rather has a set of single levels interacting with the continuum but not with
each other. Within this model, the filling order of the electrons is neither controlled nor
does any correlation induced effect manifest in the numerical results due to the impos-
sibility of spin-flips. Note that to change Hamiltonian (11) to the U = 0 model one has
to set, obviously, U(t) = 0 and change one of the energies £y(t) in the sum of the first
term to ey(t), in order to match the total ionization energy. This model may give ex-
cellent numerical results as long as certain conditions are met: Most importantly, none
of the levels is allowed to significantly reach into the region of the Fermi level of the
surface. Then one can be sure from the outset that no correlation-induced Kondo-type
resonance plays a significant role. Magnesium scattering from a gold surface would
thus be an ideal candidate, cf. Fig. 4. However, although the U = 0 model does allow
accurate numerical statements about the neutral fraction under certain conditions, it
can not predict anything depending on the actual spin alignment since those are hard
coded by the model.

The second more refined option is to apply Coleman’s pseudo-particle representation
[Col84; Kot86]. Then, we can express the projection operators as well as cg) in terms of
pseudo-particle operators which obey fermion or boson commutation rules and thus can
be treated using standard field theory. For the time-dependent case, this approach was
first adapted by Langreth and Nordlander [Lan91] and was subsequently thoroughly
investigated by Shao [Sha94a; Sha94b] together with the former two. One has, again,
two ways to proceed. If one can identify one of the two levels as inactive or always
projected out, e.g. the upper level in the magnetic regime (III) or the lower level in
the non-magnetic regime (I) in Fig. 2, beforehand, one can apply U — oo, sending
effectively the inactive level to plus or minus (by working with holes) infinity. Using
this U — oo model, one discards this way either a projectile configuration with two
valence electrons (plus infinity) or an empty one (minus infinity). Unfortunately, from
Fig. 4 we know that both valence levels of strontium reach with their width just to the
Fermi level of the gold surface. We can thus conclude that both mentioned discardable
configurations play a role and that we have to use a pseudo-particle representation

12



1.2 Mixed-valence correlations

which takes a finite U # 0 into account.

In Article I and Article II, we simply applied the pseudo-particle representation for
the ladder operators i used by Shao and coworkers [Sha94b]. As we will discuss in
the next section, for Article III we had to develop a pseudo-particle representation for
an effective three-level system. The outlined approach in Article III is in principle the
same for an effective two-level system:

Without limiting the generality, one chooses any completeness that contains each of
the possible states of the two-level system. For example,

= [00){00] + [10)(10[ + [01){01| + [11){11][ =1 (12)

works if we agree that the first entry of any given Fock-vector with occupancy number
basis accounts henceforth for a spin-up, the second for a spin-down electron. The first
term represents a double ionized projectile, i.e. Mg?T or Sr?*, the second and third
term the positive ion Mg™ or St either with an unbound spin-up or spin-down electron
and the last term the neutral atom Mg® or Sr°. The corresponding projection operators

PP = |00)(00] + [10)(10],
P} =100)(00] + [01)(01],
= [10){10] + [11)(11],
= 01)(01| + [11)(11] (13)

are the projection operators for RCT into the lower, respectively, the upper lonization
level. Note that PO+ PY_ = 1 is a special case and does not apply in general. However,

conveniently it is, therefore, often omitted in Hamiltonian (11) or similar ones by many

authors (we did so in Article IT) or, in case of U — oo, often cg) is already the projected

(t)

operator Plcy.
In the next step, we define that each physical configuration can be created by its
corresponding pseudo-particle operator,

100) = e'|vac) , [10) = pl|vac) , [01) = pl|vac) , |11) = d[vac) (14)

and analogously annihilated by e, p, and d. Operators representing configurations
with an even number of electrons obey Bose statistics, that is e and d), whereas pg)
belonging to a configuration with an uneven number of electrons should obey Fermi
statistics. The pseudo-particle representation treats thus whole projectile configura-
tions as a single particle allowing thereby to add (remove) more than one electron with
a single application of an operator to (from) the projectile.

To express Hamiltonian (11) in this pseudo-particle representation, we let the original
() (1)

operators ¢y~ act on the completeness (12). Remember that Cy

(M

acts only on the first

and ¢ | only on the second entry of any given vector due to our previous agreement.
Then,
4 {41 = [10)(00] + [11) (01, (15)
p=cpxl= |00)(10] 4 |01)(11], (16)
c:[ = cl % 1=101)(00| — [11)(10], (17)
c,=c *xl= |00)(01| — |10)(11], (18)
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1 Summary

where the minus sign in (17) and (18) is by definition to satisfy the anti-commutation
rules, in specific

!
(e} e ) = [10)¢01] — [10)(01] = 0,
el e+ = 101)(10] — [01)(10] = 0. (19)
Using Eq. (15)-(18), we can easily calculate any product of ) with c((j/) or PY and

PU_ appearing in Hamiltonian (11) algebraically. With respect to the pseudo-particle
operators (14), it becomes [Sha94b]

= Zso(t) pip, + [eo(t) +eu(t)]d'd + Zsﬂ cﬁ .

Z cq elp, + H. ¢+ ngn [Vﬂ (t )CEUd pT_U +He]. (20)
ko

The Hamiltonian does not have an entry proportional to efe since the associated energy
is equal to zero.

A constraint to the pseudo-states is obtained from the chosen completeness. In case
of completeness (12), we obtain directly

Q =ele —I—ZplpadeTd =1, (21)

by applying the pseudo-particle representation (14) to it. This ensures that only one
of the four pseudo-particle states is ever realized. Note, if we use a completeness
where only a subspace of states participates in the fluctuations, the completeness must
be projected onto that subspace before the pseudo-particle representation is applied.
However, the relationship between c((,T) and the pseudo-particle states is always obtained
using the total unprojected completeness as this ensures that all Hermitian conjugated
processes transform correctly. Here all non-fluctuating states are intermediate and
disappear after carrying out all algebraic calculations. For more informations, see

Article III and the following section.

Quantum kinetics We employed the formalism developed by Langreth and Nordlan-
der [Lan91; Sha94a; Sha94b] to calculate the occurrence probability for each projectile
configuration. It is based on contour-ordered Green functions [Kad62; Kel64] and offers
the possibility to derive rate equations with different degrees of approximation. How-
ever, these are not presented here, but in the above-mentioned original publications as
well as in the appendix of Article II.

For the formalism to work, we need a contour-ordered Green function as propaga-
tor for each projectile configuration, one for the empty, single-, and double-occupied
projectiles, and one for the conduction band electrons of the metal surface,

iE( ) = (Tee(t) T(It')% (22)
) = (Te po Py (), (23)
) =(Ted(t)d'(t)), (24)
) <Tc CE cq t')> , (25)
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1.2 Mixed-valence correlations

where the time variables run over the complex Keldysh contour as shown in Fig. 6.
Their time arguments are thus complex. The operator Ty orders all objects on the
contour. So Fig. 6 shows the case where t' < t but an event occurs at ¢ before an other
occurs at t' because they happen on different branches of the contour. The operators
making up the Green functions evolve in time with the full Hamiltonian (20). The
statistical average with respect to the density matrix is marked by the brackets.
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time
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Fig. 6: Keldysh contour in the complex time domain. The Green functions (22)—(25)
have time arguments ¢ and t’ slightly above or below the real time axis unlike
their analytic pieces. The upper part of the contour runs from t = —oo to
t = oo, the lower back to t = —cc.

Contrary to the Green functions (22)—(25), their analytic pieces have real time argu-
ments, making them much more convenient to use. The less- and greater-than Green
functions are given by

iH(t, 1) =Oc(t —t)H” (t,t') FOc(t' —t) H<(t,1'), (26)

where H is a placeholder for E, F,, D or G and where O¢ is the Heaviside function
defined on the complex Keldysh time contour. The upper sign is for fermionic (P,
and Gy, ) the lower sign for bosonic (E and D) Green functions. The advanced and
retarded Green functions can be constructed from them,

iHR (4, t) = 0(t — ') [H> (t,¥') £ H (t,¢)] (27)
—iHA(t) =0t — t)[H” (t,¢') £ H(t,1)] (28)

where the upper sign is again for fermionic the lower for bosonic functions. Note that
the retarded and advanced functions have to be projected onto the right subspace
Q = 1 enforced by the constraint (21). Also, HA(t,t") = [HR(t,t)]* applies due to
commutativity of complex numbers. Similarly, HZ(¢,t') = [HZ(#,t)]* holds. The
Heaviside function 6 is defined on the real time axis.

All the information we are interested in can be accessed through the analytical parts
of the pseudo-particle Green functions. This includes the occurrence probabilities for
any projectile configuration as well as all spectral information. Explicit rules for ob-
taining them can be found in Article II. Note that for the latter, knowledge about the
full solution of the two-time pseudo-particle Green functions is a prerequisite. For this
matter, this circumstance essentially prevents the use of a rate equation.

Out of convenience, we use atomic units. Length is thus measured in Bohr radii ag,
energy in Hartree Fy, mass in electron mass m, and A = 1. Note that the time scale
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of the scattering process is in the range of femtoseconds. Then, the Dyson equations,
which determine the pseudo-particle Green functions, are

[igt _EH(t)} HS(tt) = /OothfI(t,t)H<(t, t') +/OO diSH(tOHAGY)  (29)
and
[igt _ eH(t)} HR( ) = 5t — ) + / Cash @ HR ). (30)

The analytic pieces of the self-energies Y57 (¢,¢') and L£(¢,¢') are obtained analogous
to Eq. (26)—(28). Depending on H the self-energy ¥y is either ¥, if H = P, Il if
H = F orIlp if H = D. Likewise, ey is either g for H = P,, or g9 + ey for H = D.
In case of H = E, e = 0 applies, since none of two possible electrons is present in the
valence shell.

The self-energies are the energies of the dressed pseudo-particles. They take changes
to the environment into account which are caused by the interaction of the pseudo-
particles with their system. For the self-energies at hand we use the so called non-
crossing approximation (NCA) which is self-consistent and captures all diagrams with
non-crossing propagators. It is a universally accepted approximation for heavy-Fermion
systems in solid state physics and is generally applicable for systems with strong cor-
relation compared to hybridization [Ful91; Hew93|.

| e | | d |
I I I - I
I |
—_— - - — —_— - -— —
Do | I Po —0 | f —0o
I I I I
L Cke L ke
t t/ t t/
| Do | | P—o |
| - | | B |
I I I I
\/\/\.’\/\/\U\/\’\/\/\/ = - +— =
€ I I € d I I d
I I I I
L ko 1 L Ce
t t t t

Fig. 7: Self-energies of the pseudo-particles. Only propagators between ¢ and ¢’ con-
tribute, the other ones display the correct connection. The dots represent the
transition matrix elements. 3, (¢,t") is the sum of both top diagrams, I1.(¢,')
equals the bottom left and IIp(¢,¢') the bottom right diagram.

In Fig. 7 we present all NCA self-energy diagrams which arise from the interactions
encoded in Hamiltonian (20). Using standard diagrammatic rules [Lif81], any diagram
can be translated into an equation. For instance,

—iL(t,t") = — (i)* Z Vi, (OVE () iP(t, 1) iGy, (¢,1) (31)
ko
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1.2 Mixed-valence correlations

whose analytic pieces, using (26)-(28), are

Z t') P (t,1) GZ (1), (32)
e (e, ¢) Z t') PR(t, 1) G5 (¢,1). (33)

Normally, the NCA assumes that the surface states remain in thermal equilibrium.
This is justified if the interaction V;_(t) is short-lived and relatively weak. This allows
us to neglect any dressing for the bulk propagator and use

Gga(t7 t/) = f% (EEU) e—iaga(t—t’) ) (34)

with f< the Fermi-Dirac distribution function and f~ =1 — f<.
Earlier, we introduced the level width (10), a measure of strength of the coupling.
As an approximation, the self-energies (32)—(33) can be expressed in proportion to the

level width by inserting the delta function §(e;  —¢) and adding an integration over ¢.
Then,

2w VE OV, (1) 0(eg, —€) = VTeo (e (). (35)

For equal times, this approximation gives the correct result. For sufficiently unequal
times, large deviations can occur, which nevertheless play a minor role: Vgg(t)VEU(t’ )
decreases exponentially with unequal times. In a time integration, the leading contri-
bution comes, thus, from the argument at equal times! The utility of this approach
becomes clear when we look at the second approximation we adopted. It concerns the
integration over € we just introduced and exploits the exponential behavior of 'z, ()
even further. For example, for H = FE, the e-dependent part of the right hand side
of (30) can be approximated as follows:

;L:; \/mf<(€) exp [— i/ttl dr(eo(T) — 6)}

= Fasro O rn@) [ 52 75 exw| =i [ arteat=2)| . 0

which applies analogously to all other Dyson equations as well. We did not attempt
to derive this approximation mathematically by an asymptotic stationary-phase analy-
sis [Ble86]. Instead we adopted the qualitative, physics based reasoning of Langreth and
Nordlander [Lan91]. In principle, this is a semiclassical approximation (SCA) which
exploits that the action-type integral of the exponential function of Eq. (36),

t/

S(t,t') = dr(eo(T) —€), (37)

t

becomes minimal for

eo(T)=¢ (38)
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at any time. This corresponds to the classical resonance condition of resonant charge
transfer. If (38) is met, the transfer is thus particularly efficient. Following Langreth’s
and Nordlander’s arguments, this sets the leading order of the oscillating integrand
to I'cy(1)o(t). Hence, I'e;(t) can be pulled outside the integrand by setting € to eo(t),
respectively ¢ (¢) for other right hand sides in (29) and (30).

In concert, both approximation are numerically quite beneficial. Without any ap-
proximations, the k-sum on the left hand side of (35) has to be computed for three
changing variables, namely ¢, ¢’ and €. Depending on the grid size, this may require
quite a lot of memory and computation time. The level widths I'c s (t) and I'c,+(t)
on the other hand depend only on one variable and omit, in addition, any imaginary
part which is presumably suppressed anyway by the strong oscillations of the residual
integrand [Lan91]. Much more important, however, is that the level widths offer an
intuitive physical interpretation and are easily visually comparable to each other. This
makes them a central component of our effective approach.

Temperature dependence of the neutral fraction The self-energies ¥, (t,t'),
[T (t,t") and I4(t,t") effectively couple the pseudo-particle Green functions with each
other. To calculate the temperature dependence of the neutral fraction, it is thus im-
perative to solve the Dyson equations (29) and (30) for each pseudo-state. Numerically,
this is done on a time-grid where one first calculates all retarded and afterwards all
less-than Green functions simultaneously. A much more detailed description concerning
the numerical scheme can be found in Article II and in the section after the next.
Knowing all pseudo-particle Green functions, the neutral fraction

— <
Qy = tligloD (t,t). (39)

From a programming point of view, this, of course, means that the maximum time
tmaz must be selected appropriately to allow D<(¢,t) to equilibrate. The Fermi-Dirac
distribution function f<, introduced in (34), makes all pseudo-particle Green functions
dependent on the surface temperature Tg. Therefore, the Dyson equations (29) and (30)
need to be redissolved for each individual temperature.

Fig. 8 shows our results from Article I and Article II. For the parameter set re-
quired for the calculation, we refer to these articles. The temperature dependence of
the neutral fraction for magnesium (left) is well within the stated error of He and
Yarmoff [Hell]. The zoom reveals that the neutralization probability decreases very
weakly but monotonically with increasing temperature. Since the upper level ey (t) is
well below the Fermi-level at all times, see Fig. 4, this is indeed the expected behavior:
As the surface temperature Ty increases, more and more hole excitation occur below
the Fermi-level in the conduction band of the gold surface. Statistically, less surface
states can release an electron to an empty projectile level that remains below the Fermi
level. For Tg = 900 K this smearing is less than one tenth of one electronvolt. In direct
comparison to the Fermi energy Fr = 5.53 eV and the work function ¢ = 5.1 eV this is
a small effect, which therefore can only cause a slight decrease of the neutral fraction
with temperature. There is no indication whatsoever that a possibly occurring Kondo-
type resonance is sampled at all by the projectile levels of magnesium. Considering
magnesium as a benchmark, we believe that our effective modeling provides excellent
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1.2 Mixed-valence correlations

results for the neutralization probability for other non-magnetic and magnetic scenarios
as well.
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Fig. 8: Temperature dependence of the neutralization probability o = ng(oc0) for
magnesium (left panel) and strontium (right panel) ions after hitting a gold
surface. The experimental data is from [Hell] for magnesium and [Hel0] for
strontium. For the set of parameters used, we refer to the articles.

The neutral fraction differs dramatically in a mixed-valence scenario, see the right
panel of Fig. 8. It shows our numerical results for strontium. Using the usual work
function of gold, ¢ = 5.1 eV, our approach obviously overestimates the neutralization
probability compared to the measured data of He and Yarmoff [HelO]. However, it
is still of the correct order of magnitude which is not self-evident in terms of our
effective modeling. In addition, we also found a relatively strong negative temperature
dependence that extends over the entire range of considered temperatures. This is
a clear indication of the occurrence of a Kondo-type mixed-valence resonance at the
Fermi level: Remembering from Fig. 4 that the upper level ey (t) is already above the
Fermi level when its level width is strongest, one typically expects an increase of the
neutralization probability with temperature analogous to the decrease in the magnesium
scenario if any kind of occurring Kondo-type resonance is not sampled at all. This is
the case for the U = 0 model, see Fig. 8. Here, any kind of intra-atomic Coulomb
correlation U (t) is neglected on purpose which specifically eliminates the possibility of
electronic spin fluctuations on the projectile. These are, however, elementary to the
Kondo effect [Kon64]. As a consequence, no Kondo-type resonance will occur as we will
see in the next paragraph. In addition, the correlated U # 0 result is greatly enhanced
compared to U = 0 to a point where the strong increase of the neutralization probability
with temperature of the experiment can no longer be represented with our model. Most
certainly, either the energy shifts and, depending on them, the level widths need fine
tuning or, also likely, the NCA diagrammatic expansion for the self-energies in Fig. 7
has to be supplemented with higher order diagrams (vertex corrections), essentially
upgrading the expansion to the one-crossing approximation (OCA), see [Tos10] for a
qualitative comparison for quantum dots.

To give an impression, Fig. 9 shows the fourth order diagram for II.(¢,t") utilizing
the same diagrammatic rules as before. We performed, however, only preliminary
calculations so far. The increased complexity compared to the NCA, see Fig. 7, should
not be underestimated.

Apart from the smearing of the Fermi edge, the only reasonable interpretation of
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Fig. 9: One-crossing approximated self-energy II.(¢,t).

the decrease is that a mixed-valence resonance decays with temperature as described
earlier. In the paragraph after the next, we show that this occurs indeed.

The enhancement depends strongly on the difference between the crossing upper level
ey(t) and the Fermi level. For example, when the work function is slightly changed by
A¢p = 0.05 eV to ¢ = 5.15 eV, see Fig. 8, the enhancement is halved. In Article I we
used ¢ = 5.2 eV, with the result that the enhancement compared to the uncorrelated
U = 0 calculation is almost gone. As the work function increases, the relative distance
between the upper level £77(¢) and the Fermi level increases, too. Due to less overlap
between them, this in turn leads to less sampling of the mixed-valence resonance by
the broadened level. The effect is so pronounced because a lot of spectral weight is
transferred to the resonance, as we will see in the following paragraph.

As a last note, at around Tg = 800 K the negative slope ends and a slight posi-
tive temperature dependence of the neutralization probability becomes visible. This is
almost the maximum temperature used in the experiment. At this point the mixed-
valence resonance does not dissolve, as our numerical results in the paragraph after the
next show. The dwindling negative temperature dependence is rather superimposed by
the increasing positive temperature dependence caused by thermal excitations in the
conduction band of the surface. It would be very interesting to know if the experimen-
tally obtained neutralization probability possesses such behavior as well and if so, does
it agree with the results of the uncorrelated U = 0 model from this point on?

Projectile spectral densities The spectral densities for removing or adding a phys-
ical electron at time 7T with energy w are defined by

p(w,T) = 21772/ dr GZ(T 4+ 7/2,T — 7/2) &7 (40)

where T = (t +1')/2 and 7 = t — t' are difference variables and GZ(t,¢') the physical
electronic Green functions of the projectile. For U = 0, GZ(t,t') can be calculated
directly using the Dyson equations. For U # 0 on the other hand, the physical Green
functions must be constructed from the pseudo-particle ones we introduced earlier,

GS(t, ) = PE(t,t)e(t 1) + D<(t,t)p (¥, 1), (41)
G2 (t, 1) = pB(t, ) E<(t',t) + dT(t,t") P, (¢, 1), (42)

where HE(t, 1) = —iO(t — t')hf(t,t') has been used with H(t,t') and hf(t,t') being
placeholders, see Article II for a detailed derivation.
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Fig. 10: Strontium projectile spectral densities summed over the two spin orienta-
tions at z = 5 ag and z = 7.5 ap of the outgoing branch of the trajectory.
The upper panels show the correlated (U # 0), the lower panels the uncorre-
lated (U = 0) case. The surface’s temperature Tg = 400 K. The black lines
show the instantaneous, the orange ones the equilibrated spectral densities.
Solid /dashed lines give the occupied/total spectral densities. The surface’s
Fermi level is located at w = 0 and the thin vertical lines indicate the instan-
taneous position of the energy levels.

In Fig. 10 we calculated the instantaneous (black curves) and equilibrated (orange
curves) spectral densities on the outgoing branch of the trajectory for strontium ions
scattering from a gold surface. The equilibrated ones were obtained by holding the
projectile in position until the occupancies equilibrated. In addition, the instantaneous
spectral densities p<(w,T) are Wigner distributions in energy w and time 7" which can
not be measured simultaneously. To deal with these quantum mechanical uncertainties,
Wigner distributions become negative in some regions of its defined space. This seems
to happen in Fig. 10 for both compared models. We can, however, not rule out the
Gibbs phenomenon [Gib98; Gib99; Wil48] from occurring during the numerical Fourier
transformation. The equilibrated results, though, speak against this possibility.

If one compares the spectral densities for strontium using both models (the U # 0
results are from Article II, the U = 0 ones are to date unpublished) in Fig. 10, two
things become obvious: First, clearly spectral weight is transfered to form a strong
mixed-valence resonance at the Fermi level at w = 0 in the U # 0 scenario. Thus,
the U # 0 model works as intended and a Kondo-type resonance is indeed generated
by spin fluctuations. The resonance is not only formed directly at the turning point
(z2rp = 5 ap), but in advance, resulting in a significant contribution to the neutralization
probability over a comparatively long period of time. Second, and a little more subtle,
the presence of a resonance actively reduces the portion of unoccupied states. The
number of total states (dashed lines) above the Fermi level (w > 0) is reduced using the
U # 0 model compared to U = 0. These mostly unoccupied states are transferred to
the resonance at the Fermi level and recombined there, resulting in an increased number
of occupied states (solid lines). This can be observed for both presented separations
lengths in Fig. 10. The strength of the overlap between level width T/ ), (t) and
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resonance governs the portion of occupied states of the resonance.

If, for some reason, the position of the Fermi level changes with respect to the energy
levels of the projectile (thin vertical dotted lines), the number of occupied states may
vary dramatically. This is due to the Lorentzian shape of the broadened level and the
resonance, which leads to an exponential dependence of the overlap between the two.
This is the reason why a very small increase in the work function as in Fig. 8 of just
A¢ = 0.05 eV is responsible for the loss of neutralization probability of at least 30 %.
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Fig. 11: Temperature dependence of the strontium projectile total spectral density
summed over the two spin orientations at z = 7.5 ag on the outgoing branch of
the trajectory. The upper panel shows the dynamic, the lower the equilibrated
scenario. The surface’s Fermi level is located at w = 0 and the thin vertical
line indicates the instantaneous position of e(t). We use the same set of
parameters as in Article I and Article II.

Temperature dependence of the projectile spectral densities According to
the literature on strongly correlated systems [Ful91; Hew93], the mixed-valence reso-
nances of the spectral densities we presented in the last paragraph should decay with
increasing temperature, causing thereby the negative temperature dependence of the
neutralization probability shown in Fig. 8. So far, we have not addressed this in any
publication. Our new results presented here, however, fit very well into the reasoning
of Article I and Article II.

When the resonance decays, we expect that spectral weight from the total spectral
density (dashed lines in previous paragraph) is transferred from the resonance to the
position of the energy levels of the projectile. In other words, spin fluctuations become
less import in favor of charge fluctuations [Ful91]. Using a strontium projectile, the
upper level e¢7(t) is actually above the Fermi level for the most reactive part of the flyby.
Therefore, a large portion of transferred weight represents newly unoccupied states
when the temperature increases which explains the negative temperature dependence
of the neutralization probability.

Fig. 11 shows the shape of the resonance for strontium at two different tempera-
tures, once for the dynamic (dyn.) and once for the equilibrated (eqm.) scenario, as
described in the last paragraph. As expected, the resonance dissipates with increasing
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1.3 Ion-induced secondary electron emission

temperature. In addition, spectral weight is transfered in the general direction of the
upper level ey (t) (vertical thin dotted line). The temperature dependence is, however,
much more pronounced, and the actual shape of the resonance more thinner, in the
equilibrated scenario where the projectile is held just in front of the surface. Using our
effective model, a high projectile velocity seems to suppress the overall temperature
dependence. It would be very interesting and also beneficial to repeat the experiments
of He and Yarmoff [HelO; Hell] at lower projectile velocities in order to clarify the
question of how the neutralization probability changes with temperature From our
theoretical results we expect it to become even more pronounced.

1.3 Ion-induced secondary electron emission

In this section we comment on Article III. The main goal was to provide an effective
model and a numerical scheme that allow quantitative statements about the secondary
electron emission coefficient v, and its energy spectrum 7.(¢). In addition, we wanted
to reuse most of the concepts we discussed in the previous section as well. For the most
part, we succeeded. Nevertheless, there are some important differences and changes
which we will discuss below. Before we come to this, we briefly describe the physical
situation of the helium-metal system. We conclude this section with a few comments
on our numerical results.

Physical situation The helium-metal system was selected by us because of the rela-
tively high number of availably experimental data that is indispensable for comparison
with our results. That being said, the absolute number of measured and theoretical
secondary electron coefficients is nevertheless comparatively small, and only recently
were experiments proposed to change this [Dak16; Marl5].

The ionization energy needed to extract a single electron from the ground state of
a helium atom He"(1s?,1'Sg) is about Ij1g, ~ 24.6 eV. This is more than a factor of
two greater than the typical binding energy of electrons in the conduction band of a
common metal [Ash76; H6179]. Resonant charge transfer between the conduction band
of the target and the ground state level of the projectile can thus be excluded. Instead,
it is possible that Het(1s, 125, /2) recombines directly into the ground state via Auger
neutralization (AN) as illustrated in Fig. 13. However, in the direct vicinity of the
surface edge, it is predicted [Mon14] that the first ionization level of the projectile will
hybridize with lower lying bands of the surface, thereby enabling resonant transfer of
electrons into the ground state.

This scenario is especially important for high projectile velocities perpendicular to
the surface, as they are usually accompanied by smaller turning points. With a perpen-
dicular velocity of the order of v; ~ 10 €V, the low temperature plasma-wall interface
(the plasma sheath) partly falls into this category [Piel0]. As already mentioned, the
experimental data collection is rather scarce. In general, experiments are performed
under grazing incidence and with small projectile velocities. In this thesis we will there-
fore discard the resonant charge transfer into the first ionization level. On the other
hand, there are excited helium states with ionization energies close to the Fermi level of
a typical metal (work function and Fermi energy are approximately five electronvolts).

From these states we choose He*(1s2s,2'Sg) and He*(1s2s,23S;) which have one of
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Fig. 12: On scale energetic representation of studied helium-metal systems. Note
that the energy levels corresponding to the He*(1s2s) and He™ (1s2s?) config-
urations are actually spin dependent and thus non-degenerate. The diagram
on the left compares the level widths of the level crossing the Fermi level
at z. for the helium-aluminum and strontium-gold system. For the helium-
aluminum system with an angle of incidence of a = 15° and a kinetic energy
of Ey;n = 60 eV of the projectile, the shaded area shows the region where al-
ready 95 % of the reaction occurred on the incoming branch of the trajectory.

the largest ionization energies (Ig1g, = 4 eV and Isg, =~ 4.8 eV) of all possible excited
states. These levels are in some situations therefore capable of resonantly exchanging
charges with the target’s conduction band and serve as starting points for direct and
indirect Auger de-excitation (DAD and TAD) into the ground state, as shown in Fig. 13.
Note that the He*(1s2p,x) configurations may be important in some scenarios [Igl13;
Igl14] but rates solely based on s-orbital wave functions tend to have a greater impact
on the outcome. The energy levels of these states shifts upward, as described in the
last section, see Eq. (1). The resonant charge transfer from the surface to one of these
metastable states may be either open or closed, i.e. the formation of excited helium
species by means of RCT can be effectively prevented by large work functions. To test
our model, we used a hypothetical metal (HM) that has a smaller work function than
usual, see Fig. 12 for an energetic true-to-scale representation and comparison of all
investigated helium-metal systems. In practice, cesiated [Des80; Miil93; Pap80] or K
and Li covered metal surfaces [Bre92a; Bre92b] provide, for instance, this flexibility.
However, this may also introduce new surface states which enable new reaction chan-
nels. Therefore, our hypothetical metal is used exclusively to test the interaction of all
considered channels of our model.
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1.3 Ion-induced secondary electron emission
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Fig. 13: Implemented Auger processes. From left to right: Auger neutralization (AN),
direct and indirect Auger de-excitation (DAD and IAD) and autodetach-
ment (AuD).

Looking at Fig. 12, excited states may become important for aluminum as well. The
He*(1s2s, 2331 )-level starts just below the aluminum’s Fermi level and crosses it at
z. = 14.44 ag which is farer away than it was for strontium. We do not think that
Kondo-type physics play a significant role for this particular helium-metal combination:

First, the level width which potentially samples the Kondo-type resonance is about
a factor five smaller than its strontium counterpart, see lower left panel in Fig. 12
for comparison. This is due to the higher spatial extension of the 5s strontium wave
functions compared to their 2s helium versions, resulting overall in a smaller overlap
with the surface’s electronic wave functions for helium. And secondly, even if a mixed-
valence scenario enhances the generation of excited states, it is likely that its impact
on the neutralization probability is small due to the number of simultaneously acting
reaction channels. Due to its subtle role, we decided to neglect Kondo-type physics
and concentrate on the interplay of the numerous reaction channels. This decision
allowed us to approximate the set of pseudo-particle Dyson equations, cf. Eq. (29),
with Langreth and Nordlander’s approach to simple master equations [Lan91; Sha94a;
Sha94b| which essentially leads to a set of coupled rate equations.

SET SET
Het™+M <—> He*+MtT <—> He* " +MTT

AN AD

AuD

He+M*T+4e~ <

Fig. 14: Interplay of possible charge transfer processes during the collision of a He™ ion
with a metal surface. The charge of the metal M appears here just for charge
conservation purposes and is not part of the actual model.

It is possible that after one of the metastable states He*(1s2s, 21Sg) or He* (1s2s, 23S1)
has been realized, yet another electron transfers resonantly into the 2s shell of the
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helium projectile. The corresponding affinity levels shift downwards, see Fig. 12. In
this process He* ™ (1s2s?, 225, /2) is generated. This state may decay independently from
the surface into the ground state. This is a process called autodetachment (AuD) and
is also schematically shown in Fig. 13. As we will see, this process leads to a very
distinct high energy feature in the spectrum of emitted secondary electrons.

To keep track, Fig. 14 summarizes the discussed reaction scheme. Note that from now
on we use single-electron transfer (SET) synonymously with resonant charge transfer
(RCT) to separate it more clearly from the Auger processes, which always involve two
electrons. Compared with the scenario outlined in the previous section, the added
number of levels, processes and states require an adjusted approach.

He™(1s) He(1s®)  He*(1s2s) He*™(1s2s?)

| e
2 \
S ? €1
€0
Is [ A A A
I I I j

Fig. 15: Representation of the five considered helium configurations.

Adjusted model The cornerstones of our effective model, as presented in the previ-
ous section, remain unchanged. This was also one of our main premises. The projectile
can be modeled by a three-level system with energies g, €1 and ey as illustrated in
Fig. 15 if the 1s shell is assumed to be always at least occupied by, for instance, a
spin-up electron. The exact value of these energies depends on two things: on the
occupancy of the shells and on the sequence they were occupied. Another difficulty is
that the completeness of a three-level system is composed of nine states, of which only
the five in Fig. 15 are of interest. The representation in Fig. 14 is also exclusive. There-
fore, configurations other than those associated with each reaction can not participate
even if an electron in another configuration occupies an appropriate energy level. For
instance, He*~(1s2s2) shall not be subject to DAD or IAD even though there are suit-
able electrons in the 2s shell. These points are accounted for by employing projection
operators

Proning = [noning) (noning| . (43)

They project any part of the Anderson-Newns Hamiltonian onto the desired subspace
of states |ngning) of the three-level system with n; = 0,1 electrons in the energy levels
€0, €1 and €9. The energy that results from applying the projection operators to &;
is freely definable. Consistently applied, this technique zeros the weight of the four
non-participating excess-states in the completeness

Q= Z Z Z |n0n1n2><n0n1n2| =1. (44)

ng ni1 n2

This makes the construction of even the most complicated reaction schemes possible,
as this can be used to describe intra-atomic Coulomb interactions, switches between
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1.3 Ion-induced secondary electron emission

ionization and affinity levels or non-degenerate energies. In practice, each term of
the Anderson-Newns-Hamiltonian must be complemented with a sum of projection
operators of the participating projectile configurations which makes the Hamiltonian
slightly more complicated. However, the projection operators vanish when a pseudo-
particle transformation is performed.

There are other minor changes to three of the effective descriptions in our previous
model. These can be found in detail in Article III. In short: i) We employed mod-
ified hydrogen wavefunctions instead of the tabulated Roothaan-Hartree-Fock wave-
functions provided by Clementi and Roetti [Cle74] due to lack of data for excited
states. ii) Since Gadzuk’s effective approach to the matrix elements [Gad67a; Gad67b]
does not take modifications of the step potential mimicking the surface by the Coulomb
potentials of the He™ ion into account, we added—inspired by Probst [Pro63] and Penn
and Apell [Pen90]-a semiclassical correction using the WKB approximation to the
wavefunction of the surface electron that fills the 1s shell of the He™ projectile dur-
ing AN and TAD. This usually enhances the transfer and brings it within reasonable
agreement with other methods and calculations [Lor96; Val05; Wan01]. iii) We take
gracing angles of incidence into account by replacing the Fermi-Dirac distribution with
the angle-averaged velocity-shifted distribution of Sosolik and coworkers [Sos03].

In addition to these three points, we neglected the issue of non-orthogonality [Val05]
between target and projectile wavefunctions in the effective Auger matrix elements.
In our estimation, see Article III, this should lead to deviations only in case of near
perpendicular incidence of the projectile. For grazing incidence on the other hand,
much of the charge transfer is completed before they come into effect, see Fig. 12.

Secondary electron emission Using the same reasoning as in the previous section,
each helium configuration in Fig. 15 can be defined by a pseudo-operator:

1000) = eflvac) , [011) = d'|vac) , [100) = s} |vac) ,
1010) = sh.[vac) , [001) = s} [vac). (45)

Again the pseudo-operators obey Fermi (Bose) statistics if the number of electrons of
the configuration is odd (even). Note, however, that the selected form of Fock state
omits the first 1s electron, as it is present in every configuration of the projectile. The
labeling is a reminder to the type of configuration of the three level system: (e)mpty,
(d)ouble and (s)-shell or (s)ingle with the index accounting the number of the shell.

If we employ the same reasoning as before, distinguish internal surface state excita-
(1) (1)

tions c |
k qo

v from external continuum ones c;.”, carefully project all interactions as outlined

above to the correct subspaces of (44) and include auxiliary Bose operators bg) which
conserve the total energy of the Hamiltonian during the transitions between ionization
and affinity levels and is a technique that was already used in the description of charge-
transferring molecule-surface collisions [Mar12], the Anderson-Newns Hamiltonian in
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pseudo-particle representation becomes

H(t) =&Y, (t)s] 5, + Z €350 (1)5hy 525 + [E01 (1) + 5, (1)]dTd + Z wo ()05 b,
SET (4
- Z gkacchEU + Z 6qg cqb'cqb' + Z V H 520 + H.c. ]
—Z sgn(o VSET( )ca besQ »d +H.c] +Z A“chT ual + H.c.]

—1—2 Vk]?jD cﬂ shcﬂ 32¢+Hc +Z VIAD )ct shc Sop + H.c.]

kk'o k:qa

+ Z [V]ﬁgzg,g(t)czﬁlgsae %10 +He]. (46)
E1kok'c
Thanks to the pseudo-particle representation, the physical meaning is particularly easy
to grasp. For instance, the last term describes Auger neutralization: two internal
electronic surface states as well as the empty projectile configuration, that is He™, are
annihilated altogether and at the same time, the ground state He is generated by s]; f
along with a surface state.

Knowing the Hamiltonian, we can analyze it within the same quantum-kinetic ap-
proach [Lan91; Sha94a; Sha94b| as before. This includes a set of pseudo-particle Green
functions determined by Dyson equations and non-crossing approximated self-energies.
This time, however, the Dyson equations can be simplified to a linear set of coupled
ordinary first order differential equations due to negligible influence of the Kondo effect.
In such a case the Dyson equation can be evaluated within a saddle-point approximation
which utilizes that the various two-time functions are peaked around the time-diagonal.
This is equivalent to Langreth and Nordlander’s simple master equation (SME) [Lan91].
For the ground state, for example, one obtains the rate equation

%ng (t) =Tin(8) s (1) + T pe (8) ng(2)

+ [Tapy (1) + T5ap, ()] ny(t) + Txyp n—(t) (47)
where ng(t), ny(t), ny(t), ny(t) and n_(t) denote, respectively, the instantaneous occur-
rence probability of the ground state, the positive ion, the triplet and singlet metastable

state and the negative ion. The rates I'Z () were constructed in the style of the golden
rule [Fer50]. For example,

Din® =2m > VALY o (0P s (D) (48)
kikok'o
with
Priiaio® = I ep, VI (ep,o) 7 (Epg) 00 () =25 —epp +E00)  (49)

is a representative of Auger-type rates. Similarly, single-electron transfer rates are akin
to

>

TSer (1) = 27 [2 (355 (8) Y VEET (8)[28(e5,0 () — £7) - (50)
ko
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1.3 Ion-induced secondary electron emission

The rate equation (47) makes it particularly easy to deduce a differential equation
for the probability of emitting a secondary electron with energy ¢ at time ¢ since every
process in Fig. 14 that ends with the occurrence of the ground state of helium also
generates an excited electron. It reads

el t) =T ) (1) + Ty, 1) me()
+ [fI<AD¢(57 t) + fSAm(& t)} ny(t) + quD(E) n—(t). (51)

Due to their relationship, rate equation (47) and (51) share the same general structure.
However, the spectrally resolved rates I'Z(e,t) have been modified [Bar94; Feu76] to
take transmission conditions into account since not all excited electrons can leave the
surface. Otherwise they are the same as in Eq. (48), except that the |k|-integration of
the excited electron was not carried out. More details are given in Article III.

The emission spectrum of secondary electrons is obtained by solving Eq. (51) and

Te(€) = lim ye(e, ). (52)

The secondary electron emission coefficient, also known as «-coefficient, is obtained by
integrating the spectrum (52) over all energies,

Yo = / e(e) de (53)

It is thus the total probability that an electron is emitted at all from the surface.

In Fig. 16 we compare our results based on egs. (51) and (52) with experimental data.
For tungsten the data comes from Miiller and coworkers [Miil93] and from Lancaster and
coworkers [Lan03] for aluminum and copper. For technical reasons, measured spectra
are generally not normalized to the v-coefficient, as shown in Eq. (53). In principle,
this summarizes the experimental problems: The secondary electron emission spectra
have been readily accessible for decades, the y-coefficients not. However, Miiller and
coworkers give an educated estimate of y¢*¥ = 0.22. For tungsten we could therefore
compare absolute numbers, but not for aluminum and copper, since the experimentalists
did not provide any coefficients and presented their spectra in arbitrary units with no
way to normalize the area enclosed by the emission spectra according to Eq. 53.

As far as the high-energy side of the spectrum is of concern, the agreement between
our numerical result obtained from Eq. (51) and (52) (solid line) and the experimental
data turns out quite satisfactory for tungsten. The low-energy side, however, deviates
drastically. The reason is this: the model lacks an effective description of relaxing
surface processes for excited electrons, e.g. scattering cascades [Lan07; Pro63], and of
higher order Auger processes with more than two electrons [Bre92b]. In Fig. 16 the
energy distribution of the missing processes (dashed line) was guessed by us to give the
best combined (dotted line) result. In our opinion, most of the low-energy secondary
electrons come from cascade processes, since three-electron Auger processes should have
significantly smaller amplitudes in the spectral density than an Auger process with two
electrons.

For aluminum and copper, we opt for another strategy, which is only an option
due to the good high-energy agreement of the theoretical and experimental data for

29



1 Summary

W(110) at 5°

Miller et al. [Miil93] | Cu(100) at 25° Lancaster et al. [Lan03]

0.03

Ye(®)
Ye(€)

20 25 20 25
& [eV]
; ;
0.02 | Al(100) at 15° Lancaster et al. [Lan03] HM at 5°
0.02 | .
@ @
5 | >
= = 001 v .
AN
AuD
. 0 : VS
0 5 10 15 20 25 0 5 10 15 20 25
& [eV] & [eV]

Fig. 16: Spectral density of secondary electrons emitted from various surfaces hit by
a positive helium ion.

tungsten. Assuming that the ratio of experimental and theoretical y-coefficients for
each metal is nearly constant, we can predict the experimental coefficients and use
them to weight the measured spectra for comparison. The reason for this is that the
contribution of the unknown, missing low energy process should be nearly identical for
similar metals. In case of tungsten, we calculated ’yéheo = 0.12 for the parameters of
the experiment. The ratio r = 7" /4E™ for tungsten is then roughly one-half. The
aluminum and copper emission spectra of Lancaster et al are then scaled by setting
[ dextheo(e,t — 00)/ [ deve™ (e) = r, where r is ratio obtained from the tungsten data
of Miiller et al and from us. In principle, this trick can only be applied to tungsten-
like surfaces (work function of about five electronvolts), as a more general statement
still lacks experimental and theoretical data. Applied to copper in Fig. 16, however, it
provides a good high-energy match between experimental and theoretical data. Using
this method, we estimated 77 = 0.19 for copper. For aluminum the high-energy tail
of the spectrum does not match as good as for the former two metals. The smaller
work function in conjunction with a large Fermi energy lead to broad spectrum for
the electron emitted by the Auger neutralization process. In addition, indirect Auger
de-excitation is enabled by the small work function although it provides only a small
number of secondary electrons between 15 and 20 eV. The estimated experimental
value is y¢? = 0.18. Using our scaling approach, the height of the emission spectra
does not match nor does a flat low-energy shoulder appear in the experimental data.
This suggests that the low-energy and high-energy process spectra strongly overlap as
indicated by the dashed line to form the shape of the total spectrum.

The most important process of Fig. 14 for tungsten, copper and aluminum is Auger
neutralization (AN). Only in the spectrum of aluminum we find faint features which
we attributed to indirect Auger de-excitation (IAD). To demonstrate how the rest of
the processes in Fig. 14 may affect the secondary electron emission, we constructed
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1.4 Numerical schemes

a hypothetical metal HM which has a smaller than usual work function of ¢ = 3 eV
and Er = 9 eV. The small work function allows the formation of all excited states
and thus opens all channels. Decomposing the spectrum into its originating processes,
the low-energy tail of the spectrum is dominated by Auger neutralization, whereas
the high-energy tail with its steep cut-off is due to combined Auger de-excitation,
with emphasize on direct Auger de-excitation. An additional faint peak is added by
autodetachment above the main feature of the spectrum. However, its position is not
the expected one [Bor95a; Hem91]. Our analysis showed that the position of the peak
is most sensitive to the effective model of the level shifts. Surprisingly, this is not the
case with the other Auger processes, but certainly for resonant charge transfer. In our
opinion, this should be addressed as one of the first points in an extension of our model.

1.4 Numerical schemes

Two-time Green functions To solve the pseudo-particle Green functions (22)-(24)
numerically exact, we adapt the approach of Shao and his colleagues [Sha94a] to the
U # 0 scenario. This adds two more Green functions D<(t,t') and DF(t,#') to their
discretization strategy. To do this, we summarize their approach in a general way using
our placeholder-notation from Eq. (26)—(30). The first step is to discretize the Dyson
equations (29) and (30) using the trapezoidal rule to calculate the integral on the right
hand side,

b N
| 1@ =8y af@m) (54)
a k=1

with A = (b—a)/N and ¢ = 1 — d11/2 — Ok /2 as well as for solving the differential
equation,

%(f(tn—l-ly Yn+1) + f(tn, yn)) - (55)

Yn+l = Yn +
Using the placeholder-notation as in Eq. (26)—(30), we set H(t,t') = —i©(t—t') h(t,t')
and XE(t,¢') = —iO(t — ') opu(t,t'). In addition, we factorize the energy ey (t) in
Eq. (29) and (30) as outlined in Article IT and mark factorized functions with a dash.
We find

m+1 n

3 B AQ m+1 4 ~ AQ
Hypyp=Hy — 5 SN ejon H + =) SN ¢ N5 hin (56)
i=m j=0 i=m j=0
for the less-than Dyson equation (29) and
B ~ A2 m+1 1 B
herl,n = hymn — 7 Z Z Cj OH,ij hjn (57)
i=m j=n
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for the retarded Dyson equation (30). The sums of Eq. (56) can be manipulated and

rearranged so that each new approximation H= and %5 is on the left side,

m—+1,n Hm+1n

2

A? A2 _
EHm—&—ln = (1 - 4 UHmn>H< 4 EH,mn

A2 _ A2
(1 + TaH,m+1ym+1>Hn<1+l,n -

9 m+1n—1 9 m+1i—1

ZZ( )(_Eij}_ljn*&H,ig[_ *> ZZUHW H:, (58)

i=m j=0 i=m j=n
and the same can be done for Eq. (57) with respect to l_lmﬂm and 0y m+1,n,

2m+1z 1

(S = (1 Yoo~ 3 (1)

i=m j=n

(59)

Eq. (59) can be readily solved with hy, = 1 as starting condition. With the known
main diagonal h,,,, we calculate all the non-diagonal elements in the adjacent diagonal
and repeat this with the next adjacent diagonal until all elements of the lower or upper
triangular matrix are known. The other half of the matrix is obtained by hp,, = h},,,,
which follows from HT(t,t') = [HA(t,t)]*.

For Eq. (58) this is not so easy, because the left hand side still depends on 37 Hom+1n
which is proportional to yet another pseudo-particle Green function. We can, however
write down Eq. (58) for every pseudo-particle Green function and arrange them like

Am+1,n ’ H;H—l,n = Cm,n (60)

where H< m-+1,n 18 a vector of all pseudo-particle Green functions, 5mn the right hand
sides of Eq. (58) and A;,11, i a 4 X 4 non-orthogonal matrix. The system of linear
equations can be solved algebraically, leading to very long expressions that are best
treated with an alert mind. These, however, determine all pseudo-particle Green func-
tions at the current position. Contrary to the retarded case, only the starting conditions
HG are known a priori. Thus, the calculation scheme differs and we calculate Hy,, line
by line starting at (0,0) until all elements of the upper or lower triangular matrix are
known. This way, we automatically calculate all needed H,, for the next line. The
other half is then obtained similar to Ay, by Hy, = [Hyn]™

We used effective grid-sizes of up to 3000 x 3000 of which, however, only half of the
entries must be allocated and calculated as outlined above. In practice, we found that
the values of the end point H ., 4, are surprisingly robust against a reduction of
the grid size and converge more rapldly than intermediate grid points which makes a
calculation at several different temperatures more feasible as outlined in Article II.

Secondary electron emission In terms of programming, quite different challenges
had to be mastered in order to calculate the secondary electron emission. This is, of
course, partly due to our modified modeling, which approximates the Dyson equations
by rate equations. On the other hand, our model now also contains four new different
physical processes, each with its own requirements. For one, the computational effort is
thereby completely shifted to the calculation of the rates I'<. The high dimensionality
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1.4 Numerical schemes

of up to ten dimensions (Auger neutralization: three times a separate E—space as well
as a time variable) of the Auger matrix elements makes this task a particular difficult
one. In the following we give thus some insight into our approach and explain some of
our decisions in greater detail than in Article III.

VAL vy VR =
—
[Sgr(t) > 07
— s
VIAD(t) [VIAD ()2
Vit ) VSR (8 VAP ()2 7l
Iin() I §ET<t) I'Sap(?) IHp(?) I
Pin(t) Tin(et) T5ap(t) Toap(e,t) Tiap®) Thp(et)| Tiwp  Tawn(e)
\/

~7
ng(1), 14 (t), 1 (2), 0y (8), n (1), %e(t), Yele, 1)

Fig. 17: Representation of the numerical scheme.

Fig. 17 gives an overview of all steps in the calculation. Except for indirect Auger
de-excitation, the analytically calculated matrix elements VE?]%LE’ (1), VE%,AD(t), ‘%A“D
and V§’ET(t) are the starting points of the numerical calculation, shown on top in
Fig. 17. We used the method of lateral Fourier transformation to calculate them in all
our articles. A brief description of this otherwise lengthy and tedious calculation can be
found in Article II. For DAD, the analytical VE]%{\D(t) contains a singularity with which
our code had problems. We found that in our integration routine, it is best practice to
zero the matrix element within the singularity.

Analytical calculation of the matrix element can not be done with indirect Auger

de-excitation due to the special dependencies of the wave functions. Therefore,

e2

VIR = [ dr [ iy )3 (7 = ) s (7 = 500, (7
(61)

has to be calculated numerically. This is accomplished by a MPI (massage passing
interface) parallelized Monte Carlo (MC) Vegas [Lep78| routine integrating the six-
dimensional vector-space spanned by 7 and 7 for a small number of discrete different
times. The routine makes 10° calls to the integrand and up to 10 iterations to achieve
convergence. The electronic wavefunctions of the projectile 1, (7), the one of the
surface electron wga(f') as well as the one of the free electron g, () are supplied
in analytical form as outlined in section 1.3 and in Article III. The position vector
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Tp(t) = z2(t)€,. Assuming we calculate VIAD (t) on a discrete k-g-t-grid with edge

length n = 10, then 107 grid points have to be calculated. For a single discrete point
in time, this calculation takes about 18 hours for 48 cores with a fast HPC (high-
performance computing) cluster. However, since the contribution of the indirect Auger
excitation to the total number of secondary electrons is very small [Wan01], which
we also observe, the time-consuming calculation of this particular matrix element can
generally be completely omitted.

Knowing the matrix elements, we integrate over all solid angles of the k-vectors of
the square of their absolute value for any number of different times on the same branch
before or after the turning point. As a representative,

VAN o / d / dQ, / Y’ | VA}jk, ). (62)

The reasoning behind this is that Eq. (62) and its analogs is absolute mirror symmetrical
in time as long as the trajectory of the projectile z(t) is equally symmetrical. In case of
IAD this step is not performed. The integration is again performed by means of a MPI
parallelized MC Vegas routine. For AN, the routine does 107 calls to the integrand,
for DAD 5-10% and 10° for SET and AuD. Again, the routine does a maximum of 10
iterations to achieve convergence, which is usually achieved much earlier. In terms of
numerical quality, these settings have proven to be optimal in operation and testing.
The efficiency is greatly increased by not mapping Eq. (62) and its analogs for the
entire residual wavenumber space. Extending the classical k-limits set by the conserva-
tion of energy by about 30% to take the quantum character into account suffices. The
advantage of not integrating over the entire k-space at once is that we can manipulate
Eq. 49 and its analogues to our heart’s content and reuse our previously calculated and
saved data. The condition is that Vo = Er + ® and ¢, (t — —o0) remain constant.
In practice, k-grid sizes of up to 10 x 10 x 30 for AN and 20 x 20 for DAD were used
to produce the spectra in Fig. 16. However, reasonable results can already be achieved
with fewer points. Decisive for the good quality of the spectra is to choose enough
discrete different time points and to position them wisely. For the spectra in Fig. 16,
we used 13 exponentially ordered different discrete times on a single branch in such a
way that there is a better time resolution near the turning point. Using a HPC clus-
ter with moderate processing power (a fast communication between nodes as well as
hyper-threading does actually also play a role), the calculation takes around 68 hours
for AN on 96 cores, 40 hours for DAD on 96 cores and less than an hour for SET on
16 cores. However, using a faster cluster that was not available at that time would
significantly reduce computation time. As a compromise, relatively good results can
also be found with smaller grid sizes, which reduces the calculation time accordingly.
In the next step, we calculate the rates I'Z(t), modified rates I'<(t) and modified
energy-resolved Auger rates I'< (e, t) using again a MPI parallelized MC Vegas routine.
For this to work in conjunction with the now discrete residual matrix elements Eq. (62)
and its analogs, we use multidimensional linear interpolation in the residual k-space.
This works amazingly well and the introduced numerical error should be small, since
Eq. (62) and its analogs are very smooth. Of course, in the energy-resolved version we
do without the integration of the wavenumber of the excited electron and, in addition,
apply surface transmission conditions for the excited electron. These are outlined in
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detail in Article III. The same surface transmission functions modify ['<(¢) as well. In
terms of calculation time, this step is usually much faster than the previous one. For
AN it is around half an hour, for DAD it is 3 hours and for IAD it takes 15 minutes
using the same clusters as before. This does not apply to SET and AuD, since k and
q are set to the correct energy by us.

A word of advice: We recommend to check whether metastable helium configura-
tions are actually formed before calculating a DAD, TAD, or AuD rate, since these
processes use these configurations as a starting point. This is the case when one of the
I'Sep(t) > 0. In addition, the AuD process is independent of the surface material. It
therefore makes sense to perform the calculation only once and use its result whenever
the situation requires it.

The now calculated rates are then fed to a solver for ordinary differential equa-
tions (ODE) which solves Eq. (47) and its analogs as well as Eq. (51). For this, the
solver must be able to interpolate between the different discrete times and excitation
energies. We tried several techniques like Akima-interpolation [Aki70], splines [Boo78]
as well as linear interpolation. In the end it turned out that it is much more important
to assume that all Auger rates are exponential in time. This is usually the case in
our examined scenarios as we show in Article III. Then, we can easily interpolate the
logarithms of the Auger rates linearly and transform the result back without loosing
much precision due to using only a select few discrete time points. On the other hand,
the interpolation between different discrete excitation energies € has no such obstacles.

For SET and AuD this is not a problem. The computation is fast enough to eas-
ily calculate F§ET(t) at a thousand different discrete times and simply use Akima-
interpolation. In addition, it might even be wrong, since the SET rates may not be
exponential near the turning point, see Article III. Using our model as it is, the AuD
rates are not time-dependent as all dependencies cancel out. Thus, a single calculation
suffices. However, corrections resulting from the non-orthogonality of the wavefunc-
tions and an improved description of the level shifts should change this. In this case,
a similar approach to SET should be used. Also, the energy dependence of I'§ (€) is
problematic from a numerical point of view, as it is simply a Dirac delta function peak
at a specified energy. To avoid sampling problems, we approximated the delta function
by a Lorentz curve,

quD (€> - quD 5(€;ST - €?s¢ + 52_SJ, - g)
~ l _ (I—‘XuD)2 (63)
Q (F/iuD)2 + (‘S;sT - E[1)81, + 62_s¢ - 6)2

with €5 s 5(1] s, and ey . being the shifted projectile energy levels for ¢ — —o0, because
the time dependencies cancel each other out.

We employed the explicit embedded Runge-Kutta Cash-Karp routine provided by the
GNU scientific library as ODE solver. It does several things. First, it simply solves the
rate equation (47) and its analogs of the other helium configurations. At the same time
Eq. (51) is solved for a number of interpolated different discrete excitation energies,
whereby the spectrum is obtained. Also, Eq. (51) is solved in its energy integrated
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form,

%%(t) = Dan () ny () + Diyps () ma(2)

+ [FI<AD¢(75) + P[<)AD¢(t)] ny(t) +Txpn-(1), (64)
providing the ~y-coeflicient. For safety reasons, we check each time whether the -
coefficient of Eq. (64) is identical to the coefficient obtained by integrating the calculated
spectrum of Eq. (51) with the trapezoidal rule. There are usually only small deviations,
which are presumably caused by the interpolation between the different discrete excited
energies € in combination with the ODE solver. Since the corresponding numeric is
simpler, Eq. (64) definitely gives the more accurate result for the y-coefficient. As a
correction for the representation of the spectra, the thus-obtained ~y-coefficient can be
used as a weight. However, this is usually a subtle one.

The completeness Eq. (44) leads to the additional constraint

ny+n +np+n_+ng=1 (65)

which is usually fulfilled automatically. However, propagation of errors might introduce
deviations from Eq. (65). These are critical immediately after the turning point and
can completely ruin the result. To counteract this we enforce Eq. (65) artificially by
re-weighting the sum of occupation probabilities back to unity. In addition, we enforce
that the occupation probabilities n . stay physical, thus, assume only values between
zero and unity. We pay for this rough intervention with an increased number of time
steps of the ODE solver in order to minimize additional errors. Nevertheless, the
calculation of the occupation probabilities, the y-coefficient and the secondary electron
emission spectrum is only a matter of minutes on a single core, if the rates I'Z (¢), T'Z (¢)
and I'Z (g, t) are already known.

1.5 Conclusions

In this thesis, we demonstrated the possibilities and capabilities of an effective semiem-
pirical Anderson-Newns model description for charge-transferring atom-surface colli-
sions between several types of projectiles and surfaces and analyzed it within the generic
quantum kinetic approach set by Langreth, Nordlander and Shao [Lan91; Sha94a;
Sha94b).

The model is very flexible and can be used for any projectile-surface combination.
The metal surface is described with a step potential and is determined only with two
parameters, the work function and the Fermi energy. By adapting these two parameters,
any particular crystallographic orientation of the target can also be taken into account.
In particular, the model does not rely on ideal surfaces, which are in no way available
for complex experimental situations such as the plasma-wall interface. The projectile
on the other hand is described by a time-dependent few-level system and parameterized
with ionization energies and electron affinities. The decisive factor is that the physically
relevant levels are identified beforehand. With the help of projection operators and
auxiliary bosons [Mar12] any number of levels can be modeled in principle.

Accompanying these are supported by several other models, such as for energy shifts
and matrix elements, which combined provide a flexible tool for describing charge-
transferring atom-surface collisions. This subdivision into several separate submodels
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makes it possible, in particular, to describe some aspects in more detail or to adapt to a
different physical situation without starting from scratch. For example, for helium ions
scattering on metal surfaces, the most time-consuming aspect of the calculation is by far
the calculation of the matrix elements. Although Gadzuk’s matrix elements [Gad67a;
Gad67b] provide an appealing physical description, they do not always match the qual-
ity of other, more advanced methods, such as those found in ab initio density functional
theory. Now, the advantage of our chosen approach is that one can immediately replace
them without any disadvantage, assuming one already undertook the task of obtaining
alternative ones. This also applies to all other aspects of our description and to new
ones as well.

In the first part we used the model to investigate the charge-transferring collisions
between magnesium and strontium projectiles and a gold target and subsequently ana-
lyzed the experiments of He and Yarmoff [Hel0; Hell] with our newly obtained insight
from a many-body theoretical point of view which indicated that they have indeed seen
for the first time a mixed-valence resonance affecting the final charge state of the stron-
tium projectile. For this we described both projectiles with a two-level system, used
Roothaan-Hartree-Fock wavefunctions for their electronic states and calculated the pro-
jectile Green functions on a two-dimensional time grid. Unfortunately, for strontium
the model is insufficient to quantitatively simulate the measured neutralization prob-
ability, which initially increases and then decreases with temperature. The calculated
neutralization probability is, however, of the correct order of magnitude, shows a weak
negative temperature dependence and is greatly enhanced compared to the uncorre-
lated model. Our further analysis of the spectral densities revealed that the strontium
gold system is indeed in a mixed-valence situation and that the enhancement is induced
by correlations. In addition, we found the mixed-valence resonance to diminish with
increasing temperature. Qualitatively, these are all indications that support He and
Yarmoft’s interpretation of their data in terms of the mixed-valence scenario. Con-
versely, it can be assumed that these do not occur for magnesium and gold, since a
Kondo-type resonance simply can not influence the collision in this case. Therefore,
the excellent quantitative agreement in that case can be seen as reference point for the
model.

In the second part we employed the model to calculate the probability with which a
secondary electron excites due to the neutralization of a positive helium ion on differ-
ent metal surfaces. We model the helium projectile using a three-level system which
takes excited and negative states into account. The wavefunctions of the projectile
were approximated by us by employing screened 1s and 2s hydrogen wavefunctions
which enable partial analytic calculation for processes associated with excited states.
This downgrade from the Roothaan-Hartree-Fock wavefunctions is justified, as in most
helium—metal scenarios the dominant rate is the one for Auger neutralization, where de-
viations between the two variant wavefunctions are negligible. In addition, we included
semiclassical WKB corrections in the Auger matrix elements which take the tunneling
of the surface electron filling the hole in the 1s shell into account and employed pro-
jection operators and auxiliary bosons that are essential for an efficient handling of the
few-level system in the first place. In combination, they allow one to take occupation
dependent energy levels into account and ensure conservation of energy during config-
uration switches. In principle, this could allow an unlimited number of processes to act
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simultaneously and in an unbiased way.

For helium, correlations do not play a crucial role, as they did before for strontium.
We took advantage of this and used a saddle point approximation to derive a set of cou-
pled rate equations for the occurrence probabilities, bypassing thereby the calculation
of Green functions on a two-dimensional time grid. We did, however, calculate energy
distributed spectra of the secondary electron emission and compared them to measured
ones. The high-energy branches of the spectra match very well, the low-energy ones
do not, presumably due to unimplemented processes that still need to be identified.
Since secondary electron emission coefficients—or short ~-coefficients—are rarely mea-
sured, we had only one reference value and found our coefficient a factor of two too
small due the unknown and unconsidered process. However, we concluded that the
ratio between the emission processes should be nearly constant if the work functions
between different surfaces do not differ too much. On this basis, we were able to weight
other measured spectra and predict their y-coefficient, which is otherwise rarely done
by experimentalists, as this is a real technological challenge.

The quality of the individual submodels basically determines the overall quality. But
depending on the physical scenario, other priorities for improvement must be chosen.
For strontium, this should be the one-crossing approximation as it has been already
developed for the equilibrium Kondo effect or any other approach that captures the
instantaneous energy scales with the required precision. For Helium, on the other hand,
first priority should be to work on corrections to the level shifts in order to improve the
quality of any processes involving an excited state or to identify and include a model
for the unknown low-energy process, depending on whether one is more interested in
the high- or low-energy processes. The presented effective and semiempirical model is
readily able to accommodate these and any other modification as flexibility was one of
our main goals in mind.
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Abstract

CrossMark

Motivated by experimental evidence (He and Yarmoff 2010 Phys. Rev. Lett. 105 176806) for a
mixed-valence state to occur in the neutralization of strontium ions on gold surfaces we analyze
this type of charge-transferring atom—surface collision from a many-body theoretical point of
view using quantum-kinetic equations together with a pseudo-particle representation for the
electronic configurations of the atomic projectile. Particular attention is paid to the temperature
dependence of the neutralization probability which—experimentally—seems to signal mixed-
valence-type correlations affecting the charge-transfer between the gold surface and the
strontium projectile. We also investigate the neutralization of magnesium ions on a gold surface

which shows no evidence for a mixed-valence state. Whereas for magnesium excellent
agreement between theory and experiment could be obtained, for strontium we could not
reproduce the experimental data. Our results indicate mixed-valence correlations to be in
principle present, but for the model mimicking most closely the experimental situation they are
not strong enough to affect the neutralization process quantitatively.

Keywords: mixed-valence correlations, charge-transfer, atom—surface collision

(Some figures may appear in colour only in the online journal)

1. Introduction

Charge-exchange between an atomic projectile and a surface
plays a central role in surface science [1-6]. Many surface
diagnostics, for instance, secondary ion mass spectrometry [7]
or meta-stable atom de-excitation spectroscopy [8] utilize
surface-based charge-transfer processes. The same holds for
plasma Surface-based production of negative
hydrogen ions, for instance, is currently considered as a pre-
stage process in neutral gas heating of fusion plasmas [9]. The
operation modii of low-temperature gas discharges [10],
which are main work horses in many surface modification and
semiconductor industries, depend on secondary electron
emission from the plasma walls and thus also on surface-
based charge-transfer processes.

Besides their great technological importance, charge-
transferring atom-surface collisions are however also of
fundamental interest. This type of collision couples a local
quantum system with a finite number of discrete states—the
projectile—to a large reservoir with a continuum of states—
the target. Irrespective of the coupling between the two, either
due to tunneling or due to Auger-type Coulomb interaction,

science.

0031-8949/15/014008+09$33.00

charge-transferring atom-surface collisions are thus perfect
realizations of time-dependent quantum impurity systems
[11, 12]. By a judicious choice of the projectile-target com-
bination as well as the collision parameters Kondo-type fea-
tures [13] are thus expected as in any other quantum impurity
system [14-17].

Indeed a recent experiment by He and Yarmoff [18, 19]
provides strong evidence for electron correlations affecting
the neutralization of positively charged strontium ions on gold
surfaces. The fingerprint of correlations could be the experi-
mentally found negative temperature dependence of the
neutralization probability. It may arise [11, 12] from ther-
mally excited conduction band holes occupying the strongly
renormalized 5s' configuration of the projectile which effec-
tively stabilizes the impinging ion and reduces thereby the
neutralization probability. The purpose of the present work is
to analyze the He—Yarmoff experiment [18, 19] from a gen-
uine many-body theoretical point of view, following the
seminal work of Nordlander and coworkers [11, 20-23] as
well as Merino and Marston [12] and to provide theoretical
support for the interpretation of the experiment in terms of a
mixed-valence scenario.

© 2015 The Royal Swedish Academy of Sciences Printed in the UK
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We couch—as usual—the theoretical description of the
charge-transferring atom—surface collision in a time-depen-
dent Anderson impurity model [3—6, 24-30]. The parameters
of the model are critical. To be as realistic as possible without
performing an expensive ab initio analysis of the ion—surface
interaction we employ for the calculation of the model para-
meters Gadzuk’s semi-empirical approach [31, 32] based on
image charges and Hartree-Fock wave functions for the
projectile states [33]. The time-dependent Anderson model,
written in terms of pseudo-operators [34, 35] for the projectile
states, is then subjected to a full quantum-kinetic analysis
using contour-ordered Green functions [36, 37] and a non-
crossing approximation for the hybridization self-energies as
originally proposed by Nordlander and coworkers
[11, 20-23].

We apply the formalism to analyze, respectively, the
neutralization of a strontium and a magnesium ion on a gold
surface. For the Mg:Au system, which shows no evidence for
mixed-valence correlations affecting the charge-transfer
between the surface and the projectile, we find excellent
agreement between theory and experiment. For the Sr:Au
system, in contrast, we could reproduce only the correct order
of magnitude of the neutralization probability. Its temperature
dependence could not be reproduced. Our modeling shows
however that a mixed-valence scenario could in principle be
at work. For the material parameters best suited for the
description of the Sr:Au system they are however not strong
enough to affect the neutralization probability also
quantitatively.

The outline of our presentation is as follows. In the next
section we describe the time-dependent Anderson model
explaining in particular how we obtained the parameters
characterizing it. Section 3 concerns the quantum kinetics and
presents the set of coupled two-time integro-differential
equations which have to be solved for determining the
probabilities with which the various charge states of the
projectile occur. They form the basis for the analysis of the
temperature dependence of the neutralization probability.
Numerical results for a strontium as well as a magnesium ion
hitting a gold surface are presented, discussed, and compared
to experimental data in section 4. Concluding remarks are
given in section 5.

2. Model

When an atomic projectile approaches a surface its energy
levels shift and broaden due to direct and exchange Coulomb
interactions with the surface. Since the target and the pro-
jectile are composite objects the calculation of these shifts and
broadenings from first principles is a complicated problem
[38]. We follow therefore Gadzuk’s semi-empirical approach
[31, 32]. From our previous work on secondary electron
emission due to de-excitation of meta-stable nitrogen mole-
cules on metal [39] and dielectric [40, 41] surfaces we expect
the approach to give reasonable estimates for the level widths
as well as the level positions for distances from the surface
larger than a few Bohr radii. In addition, the approach has a
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Figure 1. Illustration of the time-dependent quantum impurity model
used for the description of the charge-transferring scattering of a Sr*
ion on a gold surface. The two ionization energies, ey (f) and & (¢),
standing for the projectiles’ 55> and 5s' configuration, respectively,
shift due to the image interaction with the surface. Far away from the
surface the two energies merge, respectively, with the first (/) and
the second (/) ionization energy of a strontium atom. The image
interaction also leads to a hybridization of the Sr states with the
conduction band states of the surface which is characterized by a
step potential at z = 0 whose depth is the sum of the work function
@ > 0 and the Fermi energy Er > 0. For simplicity the broadening
is not shown. Indicated however is the trajectory z(¢) of the ion.
Important points along the trajectory are zq, the turning point, and z,
the point where the first ionization level crosses the Fermi energy.

clear physical picture behind it and is thus intuitively very
appealing.

The essence of the model is illustrated in figure 1. It
shows for the particular case of a strontium ion hitting a gold
surface the energy levels of the projectile closest to the Fermi
energy of the target. Quite generally, for alkaline-earth (AE)
ions the first and the second ionization levels are most
important. Identifying the positive ion (AE*) with a singly
occupied impurity and the neutral atom (AE®) with a doubly
occupied impurity, the projectile can be modelled as a non-
degenerate, asymmetric Anderson model with on-site ener-
gies

62
ey(@) =-h+ ———, (D
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3e?
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where [, > 0 and I, > 0 are, respectively, the first and second
ionization energy far away from the surface while z; is the
distance of the metal’s image plane from its crystallographic
ending at z = 0. The on-site Coulomb repulsion U(z) would be
the difference of the two energies. Table 1 summarizes the
material parameters required for the modeling of the
neutralization of strontium and magnesium ions on a gold
surface.
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Table 1. Material parameters for magnesium, strontium and gold: /; and I, are the first and the second ionization energy, Z; and Z, are the
effective charges to be used in the calculation of the hybridization matrix element (viz: equation (9)), @ is the work function, Er the Fermi
energy, z; the position of the image plane in front of the surface, and m, is the effective mass of an electron.

L(eV) Z, NLeV) Z, ®EV) ErEeV) zl(.u.) me*/me
Sr 5.7 1.65 11.0 2 - - - _
Mg  7.65 1.65 15.04 2 - - - _
Au - - - - 5152 5.53 1.0 1.1

The z-dependent shifts of the ionization levels can be
obtained as the energy gain of a virtual process moving the
configuration under consideration from the actual position z to
Z = oo, reducing its electron occupancy by one, and then
moving it back to position z, taking into account in both
moves—if present—image interactions due to the charge state
of the final and initial configurations with the metal [42]. For
the upper level, ey, that is, the 5s? configuration the cycle is
AE — AET + ¢~ — AE™", whereas for the lower level, &,
that is, the 5s' configuration the
AE* — AE* + ¢~ — AE?*,

To set up the Hamiltonian we also need the wave func-
tions for the projectile states. For the upper level we use the
(ns) Hartree—Fock wave function of an AE atom while for the
lower level we use the (ns) Hartree—Fock wave function of an
AE" jon. According to Clementi and Roetti [33] both can be
written in the form

cycle is

N
wr(7) = Y. Xy PO )
J=1

with ¢, nj, C;, and N; tabulated parameters and Yy (0, ¢) the
spherical harmonics with m = [ = 0.

For simplicity we assume the projectile to approach the
surface from z = oo on a perpendicular trajectory

(1) = zo + v|t], )

with the turning point zy reached at time ¢t = 0 and v the
velocity of the projectile. The lateral motion of the projectile
is thus ignored. To be consistent with this simple trajectory
we also neglect the lateral variation of the potential
characterizing the metal surface. The electrons of the metal
are thus simply described in terms of a potential step at z =0
with depth —|Vy| = @ + Ep, where @ > 0 is the work
function of the metal and Ep > 0 is its Fermi energy
measured from the bottom of the conduction band (see

table 1), leading to
2
eg:ﬁ—*(kf+kf+kf)— Vo), 5)

2m,

e

- L —y
we(7)= T Cl(k*x*’k}‘y){Tk;e 20 (2)

+ [ei"fZ + sze‘ikfz]@(—z) } (6)

for the energies and wave functions of the conduction band
electrons; L is the spatial width of the step (drops out in the

z [a.u.]

Figure 2. Level widths as obtained from equation (10) for the Mg:Au
(solid lines) and the Sr:Au (dashed lines) system.

final expressions) and

ik, + K,

Rp, = ——, (7
lkz — Kk,

. _ 2k "
Tk — ke

with k= \/ 2m:(|V0| — kzz) / %2 are the reflection and
transmission coefficients of the potential step.

While the projectile is on its trajectory its ionization
levels hybridize with the conduction band. The matrix ele-
ment for this process is given by [31, 32]

Ze?

n o] vie (7 = 7). 9

Vi) = fM & Wf(7)|

where the potential between the two wave functions is the
residual Coulomb interaction of the valence electron with the
core of the projectile located at 7,(t) = z(¢)é.. The matrix
element can be transformed to a level width

Ly () =22 | Vi 8(e() - i) (10)
K

which is an important quantity. The charge Z in equation (9)
is the charge of the nucleus screened by all the electrons of
the projectile except of the valence electron under considera-
tion. For the hybridization of the lower level, the second
ionization level, Z = 2 while for the hybridization of the upper
level, the first ionization level, Z = 2 — s, where s = 0.35 is
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Figure 3. Possible configurations of the AE projectile. Solid and
dashed arrows indicate, respectively, spin-reversed states which are
energetically degenerate. The quantities 7i,, ny, and n, are,

respectively, the (pseudo) probabilities with which the AE*, the
AE', and the AE?* configuration occur.

Slater’s shielding constant due to the second electron in the s-
valence shell [43].

In figure 2 we show the level widths calculated from
equation (10) with e(t) set, respectively, to ey (¢) and &y (1),
for magnesium and strontium using the parameters of table 1.
Most probably we overestimate the widths close to the sur-
face. To what extent, however, only precise calculations of
the kind performed for alkaline ions by Nordlander and Tully
can show [38].

Using Coleman’s pseudo-particle representation [34, 35]
for the projectile configurations illustrated in figure 3, the
Hamiltonian describing the interaction of an AE projectile
with a metal surface can be written as [23]

H(t)= Y eo(p)p)

(e

+ exced, + D[ Vi el + e
ko ko

+ [e0(®) + ey (n)]d'd?

+ Z[V,;(t)cggd*pjg +h. c.] (11

ko

with ef, d7,
operators for an empty (AE?*), a doubly occupied (AE®), and
a singly occupied (AE") projectile. Since the projectile can be
only in either one of these configurations, the Hamiltonian has
to be constrained by [34, 35]

QZP

This completes the description of the model. Combined with
measured projectile velocities the model describes the charge-
transfer responsible for the neutralization of AE ions on noble
metal surfaces.

and p: denoting, respectively, the creation

+ didt + efef = 1. (12)

3. Quantum kinetics

To calculate the neutralization probability for the AE ion
hitting the metal surface we follow Nordlander and coworkers

44

Figure 4. Self-energies in the non-crossing approximation. Straight
dashed lines denote bare Green functions for the conduction band
electrons. The other lines indicate renormalized Green functions for
the singly occupied (p), the empty (e), and the doubly occupied (d)
AE projectile. Filled bullets stand for the hybridization matrix
element V (¢). Diagrams (a) and (b) give, respectively, the self-
energies Xy , and Xy , for the Green function P,. The self-energies
I1, and I1; for the Green functions E and D, respectively, are shown
in (¢) and (d).

[11,20-23] and set up quantum-kinetic equations for contour-
ordered Green functions [36, 37] describing the empty, sin-
gly, and doubly occupied projectile. We denote these func-
tions, respectively, by E (¢, 1), B, (t, t'), and D (¢, ') and write
their analytic pieces in the form

HR(1,1') = -iO(t — ')

X exp [— i/tfdfe(f)]HR(t, r),
HZ(1, 1) = exp [—i/ﬂtdfe(f)]lﬁ(t, ),

where H (¢, t') can be any of the three Green functions and
€(t) is, depending on the Green function, either identically O,
eo(t), or gy(t) + ey (1).

Using this notation and calculating the self-energies /1,,
20.6» 2u.6» and I1; in the non-crossing approximation dia-
grammatically shown in figure 4 leads after application of the
Langreth—Wilkins rules [44] and the projection to the Q =1
subspace [16, 20] to [22, 23]

Z/dtK< 7, 1)PX(1, T)ER(7, 1), (15)

(13)

(14)

0
—ER(z, t
ot



Article T

Phys. Scr. T165 (2015) 014008

M Pamperin et al

and
0 > D< .
0_E<t t') / dik; (7, 1) Py (1, z)[E (t,t)]
_2/ diK (7, 1) PR (1, T)E(7, t'), (18)
—P< t 1) f dik (1, T)E<(1, )[Pf(t’, t)]*
+/[ dik;, (7, t)D<(1, t)[PR(t’, f)]*
—/I diK; (¢, T)ER (1, )P (7, 1)
[ diks (7, 1)DR (1, )P (7, 1), 19)
a <, ’ ! < <
gl (t,t):;[mdtK (t, [)P=, (1,7 [DR t t)]
- 2/[ ik (1, 7)PR, (1, 1)D<(7. 1) (20)
with
K2t 1) = Lo O L (1) 2@ 1) @1
and
ff(r, t') = exp [+i/tdfe(f)]f2(t - 1), (22)

where f<(t) =1 — f~(¢t) is the Fourier transform of the
Fermi function f<(¢) defined by
de .
Few = [ 5 exp -ienl, 23)
2z
The function K, E (t, '), which contains the temperature

dependence, entails an approximate momentum summation.
From the diagrams shown in figure 4 one initially obtains

K20 = [EROLE @
X exp [— ie(r — t/)]

with an energy integration extending over the range of the
conduction band and 7;(¢) given by equation (10) with e (¥)
replaced by the integration variable e. To avoid the
numerically costly energy integration Nordlander and co-
workers employed two different approximations: in [22] they
replaced I;(t) by an average over the energy range of the
conduction band while in [23] they replaced it by I (1) with
e(t) set to gy(t) or gy(t) depending on which state is
considered in the hybridization self-energy. Using the latter
leads to

(24)

K2t 1) = Loy O L) (1) f2 (1 = 1)
and eventually to I?f (t, t') as given in equation (21). The
subscript ¢ indicates now not an integration variable but the

functional dependence on ¢ (t). We employ this form but keep

(25)

~J

i (L)

!

Figure 5. Sketch of the domains in the (7, 7) plane over which
equations (15)—(20) have to be integrated subject to the boundary
conditions (30)—(33), respectively, in order to determine the retarded
and less-than Green functions at (z, #'). The triangular (rectangular)

region denotes the domain required for the calculation of the retarded
(less-than) Green functions.

in mind that it is an approximation to the non-crossing self-
energies.

The instantaneous (pseudo) occurrence probabilities for
the projectile configurations AE*>*, AE*, and AE° are then
given by

n.(t) = E<(t, 1), (26)
fig (1) = Py (1, 1), (27)
ng(t) = D, 1), (28)

respectively, where we refer to all of them as (pseudo)
occurrence probabilities also strictly speaking n, and n, are
true ones and only 7, is a pseudo occurrence probability in
the sense that the true probability with which the AE*
configuration occurs is n, = i, + ny [23]. Sometimes we
will also refer to n., 7i,, and n, simply as (pseudo)
occupancies. For the AE ion the probability for neutralization
at the surface (wall recombination) is the probability for
double occupancy after the completion of the trajectory, that
is

(29)
=0 and

a,, =ng(c0),

subject to the initial conditions n;(—o0) = n,(—o0)
Ty (—OO) = 60,1/2-

We solve the two coupled sets of integro-differential
equations (15)—(17) and (18)—(20) on a two-dimensional time
grid setting

ERt,)=PR¢t,)=DR(t, 1) =1 (30)
for the retarded Green functions and
E<(—00, —00) = n,(—c0) = (€20)
P7 (=00, —00) = ii,(=00) = 8,12, (32)
D¥(=c0, —00) = ng(—00) =0 (33)
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Figure 6. Upper panel: energy level diagram for the Mg:Au system
at7; = 400 K as a function of time. The projectile starts atz = —600
and z = zpax = 20 with velocity v = 0.024, reaches at ¢ = 0 the
turning point z = zo = 5, and approaches at t = 600 again zp,. The
ionization levels (solid lines) are broadened according to €9y + Iov
(dashed lines) with Iy as shown in figure 2. Lower panel:
instantaneous (pseudo) occurrence probabilities along the trajectory
for the Mg*, the Mg®, and the Mg?* configurations. Initially, at time
t = —600, the projectile is in the Mg* configuration. The
neutralization probability in this particular case is

a,, = ng(600) = 0.965 (solid bullet).

for the less-than Green functions using basically the same
numerical strategy as Shao and coworkers [22, 23].

Due to the intertwining of the time integrations the
integration domains for the retarded Green functions are tri-
angular whereas for the less-than Green function they are
rectangular as shown in figure 5. The size of the time-grid as
well as the discretization depend on the velocity of the pro-
jectile and the maximum distance it has from the surface. For
the He—Yarmoff experiment the velocities are on the order of
0.01 in atomic units. The maximum distance from which the
ion starts its journey can be taken to be 20 Bohr radii. At this
distance the coupling between the surface and the ion is
vanishingly small. We empirically found the algorithm to
converge for a Nx N grid with N = 1000-3000. Since the
Green functions are complex the computations are time and
memory consuming.

4. Results

We now analyze the He-Yarmoff experiment [18, 19]
quantitatively from a many-body theoretical point of view.
For that purpose we combine the model developed in
section 2 with the quantum-kinetics described in section 3.
Besides the parameters given in table 1 we also need the
velocity of the projectile. In general, the velocity will be
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Figure 7. Temperature dependence of the neutralization probability
a,, = ny(co) for a Mg* ion hitting with v = 0.024 a gold surface. The
turning point zo = 5. Also shown are experimental data from [19].

different on the in- and outgoing branch of the trajectory. The
outgoing branch, however, determines the final charge state of
the projectile. We take therefore—for both branches—the
normal component of the experimentally measured post-col-
lision velocity. If not noted otherwise all quantities are in
atomic units, that is, energies are measured in Hartrees and
lengths in Bohr radii.

First, we discuss the Mg:Au system. In figure 6 we show
the time-dependence of the broadened ionization levels, &y
and ¢y, together with the instantaneous (pseudo) occurrence
probabilities 7,1/2, ng4, and n, for the Mg, the Mgo, and the
Mg?* configuration, respectively. Negative and positive times
denote the in- and outcoming branch of the trajectory. The
velocity v = 0.024 and the surface temperature 7; = 400 K.
Initially, the projectile is in the Mg* configuration, that is, the
lower level g, representing single occupancy, is occupied
while the upper level gy, representing double occupancy, and
thus the Mg® configuration, is empty. While the projectile is
on its way through the trajectory the ionization levels shift
and broaden. As a result the occupancies change. The neu-
tralization probability is then the probability for double
occupancy at the end of the trajectory.

For the particular case of the Mg:Au system the first
ionization level, €y, that is, the level which has to accept an
electron in order to neutralize the ion, is below the Fermi
energy of the metal throughout the whole trajectory. The
broadening is also rather weak. It only leaks for a very short
time span above the Fermi energy. As a result, the magnesium
ion can efficiently soak in a second electron while the electron
already present due to the initial condition is basically frozen
in the second ionization level. The electron captured from the
metal has moreover a strong tendency to stay on the pro-
jectile. It only has a chance to leave it in the short time span
where the instantaneous broadening [y (t) is larger than
|Ep — €y (¢)|. The neutralization probability is thus expected
to be close to unity. Indeed, we find for the situation shown in
figure 6 a,, = ny(co0) = 0.965 (solid bullet in figure 6).
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Figure 8. Upper panel: energy level diagram for the Sr:Au system at
T, =400 K as a function of time. The projectile starts at t = —1120
and z = z,.x = 20 with velocity v = 0.0134, reaches at t = 0 the
turning point z = zo = 5, and approaches at # = 1120 again 7 = zZ,x.
The levels (solid lines) are broadened according to € ¢y + Io.u
(dashed lines) with I as shown in figure 2. Lower panel:
instantaneous (pseudo) occurrence probabilities along the trajectory
for the Sr*, the Sr°, and the Sr?* configurations. Initially, at time

t = —1120, the projectile is in the Sr* configuration. The
neutralization probability in this particular case is

a,, = ng(1120) = 0.046 (solid bullet).

The temperature dependence of a,, is shown in figure 7.
In accordance with experiment we find a,, essentially to be
independent of temperature. This is expected because both
ionization levels, ey and &, are below the Fermi energy and
their broadening is too small to allow a charge-transfer from
the projectile to empty conduction band states of the surface.
Notice, the excellent agreement between theory and experi-
ment indicating that the semi-empirical model we developed
in section 2 captures the essential features of the charge-
transfer pretty well.

After the successful description of the Mg:Au system let
us now turn to the Sr:Au system. In figure 8 we again plot as a
function of time the broadened ionization levels and the
(pseudo) occurrence probabilities for the three configurations
of the projectile. As it was the case for Mg:Au, the config-
uration of the projectile, which initially was in the config-
uration representing single occupancy, changes along the
trajectory. The changes are however more subtle.

The reason is the level structure. In contrast to the Mg:Au
system, the ionization levels are now closer to the Fermi
energy of the surface. The first ionization level &y even
crosses the Fermi energy with far reaching consequences. The
part of the trajectory where &y is below the Fermi energy, that
is, the region where the neutral atom would be energetically
favored, the broadening is very small, indicating negligible

02— ‘ ‘ ‘ ‘ ‘
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Figure 9. Temperature dependence of the neutralization probability
a,, = ng(oo) for a Sr* ion hitting with v = 0.0134 a gold surface. The
turning point zg = 5. Also shown are experimental data from [19].

charge-transfer from the metal to the ion and hence a stabi-
lization of the ion due to lack of coupling. When the broad-
ening and thus the coupling is large &y is above the Fermi
level. In this part of the trajectory the ion is energetically
stabilized. The first ionization level of strontium can capture
an electron from the metal only in the time span where
|Er — ey (¢)] < Iy (t). The neutralization probability of a
strontium ion should be thus much smaller than the one for a
magnesium ion. Indeed we find a,, = n,(c0) = 0.046 which
is much smaller than unity (solid bullet in figure 8).

Due to the shift and broadening of the first ionization
level gy it is clear that a strontium ion cannot as efficiently
neutralize on a gold surface as a magnesium ion. This sets the
scale of a,,. In addition, and in great contrast to magnesium,
the second ionization level gy is however also close to the
Fermi energy. In those parts of the trajectory for which
|Er — eo(t)| < Iy(t) it can affect the charge-transfer between
the metal and the projectile. In fact, taken by itself, it should
stabilize the ion and hence decrease the neutralization prob-
ability [12]. Qualitatively, this can be understood from a
density of states argument. From the upper panel of figure 8
we can infer that the broadened second ionization level is cut
by the Fermi energy in the upper half of its local density of
states. Hence, close to the surface holes start to occupy the
second ionization level at energies where the local density of
states is higher than at the energies where electrons are
transferred. Increasing temperature enhances thus the ten-
dency of electron loss from the second ionization level.
Without interference from the first ionization level the neu-
tralization probability should thus go down with temperature.

That the second ionization level of Sr comes close to the
Fermi energy of Au most probably led He and Yarmoff
[18, 19] to suggest that the neutralization of strontium ions on
gold surfaces is dominated by electron correlations. Indeed
the experimentally found negative temperature dependence of
a,, above T; = 600 K seems to support their conclusion.
However, the temperature dependence of a,, we obtain and
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Figure 10. Renormalized (gy) and bare (gp) second ionization level
measured from the Fermi energy as a function of time traveled along

the outgoing branch of the trajectory for the Sr:Au system with
v =0.0134 and T; = 400 K. Also shown as a function of time is the

scaling invariant s(T/AU. In the region for which |g§/A0| < 1 the

system is likely to be in the mixed-valence region. The material
parameters are as given in table 1 and v = 0.0134.

which we plot in figure 9, does not show this behavior, at
least, for the material parameters of table 1 and the experi-
mentally measured post-collision velocity. The reason for the
discrepancy between the measured and the calculated data is
unclear. The material parameters seem to be reasonable since
the theoretical results have the correct order of magnitude. It
could be however that the temperature-induced transfer of
holes to the second ionization level is overcompensated by
the electron-transfer to the first ionization level. In the region
where charge-transfer is strongest the two ionization levels
overlap. The absence of energy separation together with the
conditional temporal weighting due to the dynamics of the
collision process makes it very hard to tell a priori which
process will win and manifest itself in the measured neu-
tralization probability.

So far, the discussion of the data left out the possibility of
a correlation-induced sharp resonance in the vicinity of the
Fermi energy, that is, the key feature of Kondo-type physics.
The numerical results seem to suggest that either there is no
resonance or it does not affect the neutralization process.
However, from the data itself we cannot determine which one
is the case. We can thus not decide whether the Sr:Au system
is in a correlated regime or not and hence whether an inter-
pretation of the experimental data in terms of a mixed-valence
scenario is in principle plausible or has to be dismissed. A
rigorous way to decide this would be to calculate the
instantaneous spectral functions for the projectile and to look
for sharp resonances in the vicinity of the Fermi energy. This
is beyond the scope of the present work.

To get at least a qualitative idea about in what regime the
strontium projectile might be along its trajectory we plot in
figure 10, following Merino and Marston, [12] Haldane’s
scaling invariant, [45]

5 A
Z—O =g+ — log(g), (34)

0 T 4
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as a function of time travelled along the outgoing branch of
the trajectory. In the perturbative regime which is strictly
applicable only far away from the surface ¢; can be
interpreted as the renormalized second ionization level and
Ay = Iy/2 [23]. For ISO*/A0| < 1 the projectile is likely to be
in the mixed-valence regime [12]. Since & comes very close
to the Fermi energy holes are expected to transfer in the
mixed-valence regime very efficiently to the projectile.
In situations where the projectile stays sufficiently long in
the mixed-valence regime before ¢ crosses the Fermi energy
double occupancy and hence the neutralization probability
should be suppressed with increasing temperature.

As can be seen in figure 10 close enough to the surface
the strontium projectile is indeed in the mixed-valence
regime. For the material parameters given in table 1 and the
experimental value for the projectile velocity the time-span
however is rather short. Most probably this is the reason why
we do not see any reduction of a,, with temperature for the
parameters we think to be best suited for the Sr:Au system.
Since the experimental data are unambiguous, this indicates
perhaps the need for a precise first-principle calculation of the
model parameters. Alternative interpretations of the experi-
mental results can however not be ruled out.

5. Conclusions

Motivated by claims that the neutralization of strontium ions
on gold surfaces is affected by electron correlations we set up
a semi-empirical model for charge-transferring collisions
between AE projectiles and noble metal surfaces. The surface
is simply modelled by a step potential while the projectile is
modelled by its two highest ionization levels which couple to
the surface via Gadzuk’s image-potential-based projectile-
surface interaction. To calculate the neutralization probability
we employed a pseudo-particle representation of the pro-
jectile’s charge states and quantum-kinetic equations for the
retarded and less-than Green functions of the projectile as
initially suggested by Nordlander, Shao and Langreth.
Besides the non-crossing approximation for the self-energies
and an approximate momentum summation no further
approximations are made. The quantum-kinetic equations are
numerically solved on a two-dimensional time-grid using
essentially the same strategy as Shao and coworkers.

The absolute values for the neutralization probability we
obtain are in good agreement with experimental data, espe-
cially for the Mg:Au system, but also for the Sr:Au system,
although for the latter we could not reproduce the temperature
dependence of the neutralization probability. Our calculations
can thus not decide whether the He—Yarmoff experiment can
be interpreted in terms of a mixed-valence scenario. From the
instantaneous values of Haldane’s scaling invariant we see
however that the Sr:Au system could be in the mixed-valence
regime. The mechanism for a negative temperature depen-
dence, that is, the possibility of efficiently transferring holes
to the second ionization level, is thus in principle present. For
the material parameters however most appropriate for Sr:Au
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the negative temperature dependence arising from this chan-
nel seems to be overcompensated by the positive temperature
dependence of the electron-transfer to the first ionization
level. To prove that He and Yarmoff have indeed seen—for
the first time—mixed-valence correlations affecting charge-
transfer between an ion and a surface requires therefore fur-
ther theoretical work.
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Motivated by experimental evidence for mixed-valence correlations affecting the neutralization of strontium
ions on gold surfaces, we set up an Anderson-Newns model for the Sr:Au system and calculate the neutralization
probability « as a function of temperature. We employ quantum-kinetic equations for the projectile Green
functions in the finite-U noncrossing approximation. Our results for o agree reasonably well with the experimental
data as far as the overall order of magnitude is concerned, showing in particular the correlation-induced
enhancement of «. The experimentally found nonmonotonous temperature dependence, however, could not
be reproduced. Instead of an initially increasing and then decreasing «, we find over the whole temperature range
only a weak negative temperature dependence. It arises, however, clearly from a mixed-valence resonance in the
projectile’s spectral density and thus supports qualitatively the interpretation of the experimental data in terms of

a mixed-valence scenario.

DOI: 10.1103/PhysRevB.91.035440

I. INTRODUCTION

Charge-transferring atom-surface collisions [1-9] are of
great technological interest in surface science. The complex
process of neutral gas heating in fusion plasmas [10], for
instance, starts with the surface-based conversion of neutral hy-
drogen atoms to negatively charged ions. The operation modii
of low-temperature plasmas used, for instance, in flat panel
displays or in surface modification devices depend strongly
on secondary electrons originating from the substrate due to
impact of ions and radicals and thus also on surface-based
charge-transfer processes [11]. Many surface diagnostics,
finally, for instance, ion neutralization spectroscopy [12] and
metastable atom deexcitation spectroscopy [13] utilize charge-
transfer processes to gain information about the constituents
of the surface. At the same time, however, charge-transferring
atom-surface collisions are of fundamental interest as well
because they are particular realizations of a quantum-impurity
system out of equilibrium.

The archetypical quantum impurity is a local spin (more
generally, a local moment) in a metal coupled to the itiner-
ant electrons of the conduction band. Its well-documented
properties [14,15], arising from an emerging resonance at
the Fermi energy of the metal, are however also present in
other quantum systems with a finite number of correlated
internal states interacting via tunneling with a reservoir of
external states. In particular, semiconductor quantum dots
coupled to metallic leads are ideal platforms for studying
local-moment physics in a well-controlled setting [16-23].
By a suitable time-dependent gating the dot can be driven
out of equilibrium. Of particular recent theoretical interest
are the temporal buildup and/or decay of local-moment-type
correlations and how they affect the electron transport through
these devices [24-27]. As pointed out a long time ago by
Shao and co-workers [28] as well as Merino and Marston
[29], similar transient correlations should also occur in charge-
transferring atom-surface collisions where the projectile with
its finite number of electron states mimics the quantum dot
while the target with its continuum of states replaces the lead.

A recent experiment by He and Yarmoff indeed provided
strong evidence for local-moment-type correlations to affect
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the neutralization probability of strontium ions on gold sur-
faces [30,31]. They found a nonmonotonous temperature de-
pendence of the neutralization probability which first increases
and then decreases with temperature. The initial increase with
temperature is most probably a thermal single-particle effect,
but the latter could be the long-sought fingerprint for a transient
mixed-valence resonance formed during an electron transfer
from a surface to an atomic projectile [28,29].

In this work, following the lead of Nordlander and co-
workers [28,32-34] as well as Merino and Marston [29], we
analyze He and Yarmoff’s experiment [30,31] from a many-
body theoretical point of view. In particular, we test the claim
that the negative temperature dependence at high temperatures
arises from the local moment of the unpaired electron in the
5s shell of the approaching ion. For that purpose we first
set up, as usual for the description of charge-transferring
atom-surface collisions, an Anderson-Newns Hamiltonian
[5-9,35-41]. To obtain its single-particle matrix elements,
we employ Hartree-Fock wave functions for the strontium
projectile [42], a step-potential description for the gold target,
and Gadzuk’s semiempirical construction [43—45] for the
projectile-target interaction. The model rewritten in terms of
Coleman’s pseudoparticle operators [46,47] is then analyzed
within the finite-U noncrossing approximation employing
contour-ordered Green functions [48,49] as originally sug-
gested by Nordlander and co-workers [28,32-34]. Aside from
the instantaneous occupancies and the neutralization probabil-
ity we also calculate the instantaneous spectral densities. The
latter are of particular interest because if the interpretation of
the experimental findings in terms of a mixed-valence scenario
is correct, the projectile’s spectral density should feature a
transient resonance at the target’s Fermi energy.

For the material parameters best suited for the Sr:Au
system, we find neutralization probabilities slightly above
the experimental data but still of the correct order of mag-
nitude indicating that the single-particle matrix elements of
the Anderson-Newns model are sufficiently close to reality.
Moreover, for the model without correlations the neutralization
probabilities turn out to be too small, showing that agreement
with experiment can be only achieved due to the correlation-
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induced enhancement of the neutralization probability. We
also find a transient resonance in the instantaneous spectral
densities hinting mixed-valence correlations to be present in
certain parts of the collision trajectory. The nonmonotonous
temperature dependence of the neutralization probability, how-
ever, could not be reproduced. Instead, we find the resonance
to lead only to a weak negative temperature dependence over
the whole temperature range.

Due to lack of data for comparison, we cannot judge the
validity of the single-particle parametrization we developed for
the Sr:Au system. At the moment, it is the most realistic one.
We attribute therefore the failure of the present calculation
to reproduce the temperature anomaly of the neutralization
probability while having at the same time mixed-valence
features in the instantaneous spectral densities primarily to the
finite-U noncrossing approximation which seems to be unable
to capture the instantaneous energy scales with the required
precision. A quantitative description of the experiment has thus
to be based either on the dynamical 1/N expansion initially
used by Merino and Marston [29], equation of motions for
the correlation functions of the physical degrees of freedom
instead of the pseudoparticles [39], or on the one-crossing
approximation as it has been developed for the equilibrium
Kondo effect [50-54]. Numerically, this will be rather demand-
ing. But demonstrating that He and Yarmoff have indeed seen
local-moment physics in a charge-transferring atom-surface
collision may well be worth the effort.

The paper is organized as follows. In the next section,
we introduce the Anderson-Newns model, its parametrization
for the Sr:Au system, and its representation in terms of
pseudoparticle operators. In Sec. III, we recapitulate briefly the
quantum kinetics of the Anderson-Newns model as pioneered
by Nordlander and co-workers. Basic definitions and the main
steps of the derivation of the set of Dyson equations for
the analytic pieces of the projectile Green functions within
the finite-U noncrossing approximation, which is the set
of equations to be numerically solved, can be found in an
appendix to make the paper self-contained. Numerical results
are presented, discussed, and compared to the experimental
data in Sec. IV and concluding remarks with an outlook are
given in Sec. V.

II. MODEL

The interaction of an atomic projectile with a surface
is a complicated many-body process. Within the adiabatic
approximation, which treats the center-of-mass motion of
the projectile along the collision trajectory classically [8],
it leads to a position- and hence time-dependent broadening
and shifting of the projectile’s energy levels. The adiabatic
modification of the atomic energy levels as a function of
distance can be calculated from first principles [55-59]. As
in our previous work on secondary electron emission from
metallic [60] and dielectric [61,62] surfaces, we employ,
however, Gadzuk’s semiempirical approach [43,44], based
on classical image shifts and a golden rule calculation of
the level widths, which not only provides a very appealing
physical picture of the interaction process [45], but produces
for distances larger than a few Bohr radii also reasonable level
widths and shifts [57-59].
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Indeed, first-principles investigations of Auger neutraliza-
tion of helium ions on aluminum surfaces by Monreal and
co-workers [58,59] showed that for distances larger than five
Bohr radii the level shift follows the classical image shift. Only
for shorter distances chemical interactions lead to a substantial
deviation between the two. Borisov and Wille [57], on the other
hand, found the level width of hydrogen ions approaching an
aluminum surface to be for distances larger than five Bohr radii
also not too far off the widths obtained from Gadzuk’s golden
rule calculation, that is, the widths are perhaps off by a factor 2.
The reason most probably is Gadzuk’s ingenious choice of the
tunneling matrix element (see below) which takes care of the
nonorthogonality of the projectile and target states [44]. Since
the turning point of the strontium ion is sufficiently far away
from the first atomic layer, we estimate it to be around five
Bohr radii, we expect Gadzuk’s semiempirical approach to
also provide a reasonable parametrization of the Sr:Au system
investigated by He and Yarmoff [30,31]. The corrections due
to chemical interactions between the strontium projectile and
the gold surface, occurring at shorter distances and included in
first-principles approaches [55-59], should not yet play a role.

‘We now set up Gadzuk’s approach step by step [43,44]. For
the charge-transfer process we are interested in, the first two
ionization levels of the strontium projectile are most important.
They are closest to the Fermi energy of the gold target and may
hence accept or donate an electron. In terms of the Anderson-
Newns model, the two levels constitute, respectively, the upper
and lower charge-transfer level. The difference of the two can
thus be identified with the time-dependent onsite Coulomb
repulsion. Figure 1 schematically shows the essence of the
Anderson-Newns model for the Sr:Au system. The energy

E
Au Srt

ZTp Zc

i) L |2

£ \\ eo(

\
b 581
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~
N g

FIG. 1. Illustration of the time-dependent charge-transferring
scattering of a Sr* ion on a gold surface. Far from the surface, the
two ionization energies &y(7) and & (¢) are equal to the first two
ionization energies of a strontium atom and represent the projectile’s
5s! and 5s? configurations. They shift upward due to the image
interaction of the projectile with the surface. For simplicity, not shown
is the hybridization between the projectile and surface states as the
projectile closes its distance to the surface which is idealized by a
step potential whose depth is the sum of the work function ® > 0 and
the Fermi energy Er > 0. The energies are on scale and the points
indicated along the trajectory z(¢) are zrp, the turning point, and z.,
the point where the first ionization level crosses the Fermi energy.
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levels are on scale. Mathematically, the onsite energies are
given by
2

e

-+ |

ey(t) 1+ 00—l (D
3e?

go(t) = —h + 0zl (@)

where I; > 0 and I, > 0O are the first and second ionization
energies far from the surface and z; is the distance of the
metal’s image plane from its crystallographic ending at z = 0.
For simplicity, the projectile is assumed to approach the surface
perpendicularly along the trajectory

zZ(t) = ztp + v 1], 3

where z7p is the turning point and v is the velocity.

The shift of the onsite energies with time can be interpreted
as the negative of the energy gain of a virtual process which
moves the configuration under consideration from the actual
position z to z = 0o, reduces its electron occupancy by one,
and then moves it back to its former position z, taking into
account in both moves possible image interactions due to the
initial and final charge states of the projectile with the metal
[9].

For the upper level ey(z), corresponding to the first
ionization level, this means shifting the charge-neutral 5s>
configuration from z to z = oo, turning it into a single-charged
5s! configuration, which is then moved back to z. In the first
leg, no image shift occurs while in the second one the image
shiftis —e?/4|z — z;|. The net energy gain of the whole process
is therefore —e?/4|z — z;| leading to a shift of the upper onsite
level of +¢?/4|z — z;|. Similarly, for the lower level go(z),
which is the second ionization level, one imagines moving a
5s! configuration from z to 7 = oo and then a 5s° configuration
from z = oo back to z. In both moves, image shifts occur
adding up to —3e?/4|z — z;| because the energy pay in the
first half of the trip is due to a single-charged projectile, while
the energy gain on the return trip arises from a double-charged
one. The shift of the lower onsite level is thus +3e?/4|z — z;|.

Aside from the onsite energies we also need the hybridiza-
tion matrix elements which depend on projectile and metal
wave functions. Ignoring the lateral variation of the surface
potential, we take for the latter simply the wave functions
of a step potential with depth Vy = —® — Ep where ® > 0
and Er > 0 are the work function and the Fermi energy of
the surface, respectively, measured as illustrated in Fig. 1.
Hence, the energies and wave functions for the conduction
band electrons are

2

K
K2+ K2+ k%) — |Vol, 4
zm:(x-i-)ﬁl-z) [Vol 4

& =

17b_k(r,) L3/2 l(k X+k\}){®(Z)Tk e Kt

+ @(_Z)[eikzz + Rk:e—ik;z]}’ (5)

where L is the spatial width of the step, which drops out in the
final expressions, and
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with k; = \/2m.(|Vy| — k2)/1i? are, respectively, the transmis-

sion and reflection coefficients of the step potential. More
sophisticated surface potentials are conceivable, but from the
work of Kiirpick and Thumm [63] we expect the final result
for the neutralization probability to depend not too strongly on
the choice of the surface potential.

For the calculation of the hybridization matrix element, we
also need 5s wave functions for the neutral and single-charged
projectile. Both are radially symmetric and in the Hartree-Fock
approximation can be written in the general form

J | n,fl —C |7 (7)

YuE(r) = Z

with N, ¢, Nj, n;, and C; tabulated parameters [42].

The transfer of an electron between the target and the
projectile is a rearrangement collision. According to Gadzuk
[43,44], the matrix element for this process which is also the
hybridization matrix element of the Anderson-Newns model
is given by

2
V;(l)=/ EryEF) ==V’ = 7,(1),  (®)
> r — p(t)l

where the potential between the two wave functions is the
Coulomb interaction of the transferring electron with the
core of the projectile located at 7,(¢) = z(t)e.. This choice of
the matrix element takes into account the nonorthogonality of
the projectile and target states [44]. The charge of the core Ze
is screened by the residual valence electrons of the projectile,
thatis, for the lower level Z = Z, = 2 while for the upper level
Z = Z7Z) =2 — s with s = 0.35 the Slater shielding constant
for a 5s electron [64]. Material parameters required for the
modeling of the Sr:Au system are listed in Table I.

The multidimensional integral (8) can be analytically
reduced to a one-dimensional integral by a lateral Fourier trans-
formation of the product of the residual Coulomb interaction
with the Hartree-Fock projectile wave function. The resulting
sum contains modified Bessel functions of the second kind K,
[65]. Transforming formally back and reversing the order of
integration yields after successively integrating first along the

TABLE 1. Material parameters for strontium and gold: 7, and I,
are the first and the second ionization energies, Z, and Z, are the
effective charges to be used in the calculation of the hybridization
matrix element [viz., Eq. (8)], ® is the work function, E the Fermi
energy, z; the position of the image plane in front of the surface for
which we take a typical value, and m] is the effective mass of an
electron in the conduction band of gold.

LI (V) Z L(eV) Z, (V) Ep (V) zi(auw) mi/m,

Sr 57 165 11.0 2

2ik ik, + k;
Tk, = - z , Rk7 = - z . (6) Au 5.1 5.53 1.0 1.1
© ik, — kg © ik, — kg
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x, y and then along the p,, p, directions

(nj=1)/2
Z€2 « N g n nj—1-=2n
Vi) =2 TEO.) ) Y (<1)'eNC
j=1 n=0

—(nj—1/2-n)/2
(CH R )T,

00
x / dz e "% |z — Zp(z)|n,-—l/2—n
0

X Knj71/27n(|z - Zp(t)l CJZ' + kxz' + kyz‘)’ ©

where
1 0 0
1 0 0
Apgn=|1 1 0 (10)
1 3 0
1 6 3
are numerical coefficients (n; € {1,...,5} and n = 0,1,2 for

5s functions [42]) and T;* is the complex conjugate of T .
Inserting the matrix element (9) into the golden rule
expression for the transition rate gives the level width

2
Lo = 22 Y IGoOPsEn —ep. (D)
k

It is an important quantity characterizing the strength of the
charge transfer. Turning the momentum summation into an
integral eliminates the width L of the step potential. The
integrals have to be done numerically and lead due primarily
to the modified Bessel functions to level widths exponentially
decreasing with distance as it is generally expected.

In Fig. 2, we show the widths of the first two ionization
levels of the strontium projectile hitting a gold surface as
obtained from Eq. (11) by setting &(¢) to ey (t) and &y(z),
respectively, and using the material parameters given in Table I.
To demonstrate that the widths we get are of the correct order
of magnitude, we also plot the width of a rubidium 5s level in
front of an aluminum surface and compare it with the width
obtained by Nordlander and Tully using a complex scaling
technique [56]. In qualitative agreement with Borisov and
Wille’s investigation [57] of Gadzuk’s approach, our rubidium
width is a factor 2-3 too small for z > 7ap and a factor 2
too large for z = Sap. Between 7ap and 9ag, however, the
widths fortuitously agree with each other. The same trend we
found for the other alkaline-metal combinations investigated
by Nordlander and Tully [56]. From this comparison we
expect the widths of the strontium levels to be of the correct
order of magnitude for intermediate distances between Sag
and 12ap. This is the range required for the description
of the collision process we are interested in. For smaller
and larger distances, the semiempirical approach breaks
down and should be replaced by quantum-chemical methods
[55-59].

With the single-particle matrix elements at hand, the
Anderson-Newns Hamiltonian [5-8,35-41] describing the
charge transfer between the strontium ion and the gold surface

PHYSICAL REVIEW B 91, 035440 (2015)
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FIG. 2. Widths of the first (¢;) and second (&g) ionization levels
of a strontium projectile approaching a gold surface as computed
from Eq. (11) on the basis of Hartree-Fock wave functions for the
projectile and simple step-potential wave functions for the target.
Atomic units are used, that is, energy is measured in hartrees and
length in Bohr radii. Data are shown only for distances larger than
5 Bohr radii, which is the turning point of the collision trajectory.
The width of a rubidium 5s level is also shown and contrasted with
the width obtained for that level by Nordlander and Tully using the
complex-scaling approach [56]. Notice, in contrast to Nordlander and
Tully’s Eq. (4.1) [56], our widths (11) contain a factor 27 and not a
factor . For the comparison, we corrected for this difference.

is given by

H(t) = Z so(t)clc(, + Z s,;c}iaclza
o ko
1 Pt
+ 5 lev (@) = eo(0)] Z chegel e,

+ ) Vi)l c, +Hel. (12)
ko
with cj, creating an electron with spin polarization o in the
Ss shell of strontium and cga creating an electron with spin
polarization ¢ and momentum k in the conduction band of the
gold surface. Using Coleman’s pseudoparticle representation
[46,47]

¢y =ep,+p,d, (13)

ch=epl+p_,d (14)

with ef, pf,, and d' creating, respectively, an empty (Sr**), a
single-occupied (Sr™) and a double-occupied (St”) strontium
projectile (see Fig. 3), the Hamiltonian becomes [33]

H() =Y eo)php, + [eo(t) + eu(1d'd
+ Y eief e, + Vil el p, + Hel
ko ko

+ D _[Vit)ef, d pl, +Hel, (15)
ko
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FIG. 3. Coleman’s pseudoparticle representation for the stron-
tium projectile. Shown are the occupancies of the two ionization
levels gy and &y . The two single-occupied configurations 7, contain
an electron only in the second ionization level. In the double-occupied
state n, both ionization levels are occupied by electrons with opposite
spin, whereas in the empty configuration none of the ionization levels
are occupied.

where the pseudoparticle operators obey the constraint
Q=Y plp,+did +ele =1 (16)

since only one of the four possible projectile configurations
can be ever realized.

III. QUANTUM KINETICS

To calculate the probability for the neutralization of a
strontium ion on a gold surface, we employ the formalism
developed by Nordlander and co-workers. The formalism,
based on contour-ordered Green functions [48,49], has been
developed in a series of papers [28,32-34]. However, the
finite-U equations, which we have to adopt and solve for
the Sr:Au system, can be found only in the book edited by
Rabalais [33], which may no longer by easily accessible. It is
thus helpful to briefly summarize the finite-U quantum kinetics
as it is applied to the problem at hand. Basic definitions and
the main steps of the derivation of the most relevant equations
can be found in the Appendix.

The central objects of the formalism are the contour-ordered
Green functions for the empty, single-, and double-occupied
projectiles. They are denoted, respectively, by E(¢,t"), Py (t,t'),
and D(t,t"). The analytic pieces of these functions can be
factorized (h = 1)

HR(1,t') = —iO@F — 1) exp (—i / dt's(z")) AHR@,t), (17)
HZ(1,1') = exp (—i/ dt"e(ﬂ) HZ(1,1), (18)

where H(t,t') can be any of the three Green functions
and ¢e(¢) is either identical to zero, &¢(¢t), or &o(t) + ey(t),
depending on the function. The superscripts R, <, and >
stand for, respectively, retarded, less-than, and greater-than
Green functions.

Using this notation and the noncrossing self-energies
diagrammatically shown in Fig. 4 gives after a projection
to the Q = 1 subspace [18,22,34] and an application of the
Langreth-Wilkins rules [66] the equations of motion for the
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FIG. 4. Self-energies in the noncrossing approximation. Wavy,
dashed, and double-dashed lines denote, respectively, fully dressed
propagators for the empty (e), the single-occupied (p), and the double-
occupied (d) configurations. The solid line is the bare Green function
for the electrons of the surface. Starting at the left upper corner and
proceeding clockwise, the diagrams denote, respectively, the self-
energies Xy, Xy, 1z, and I1, for the Green functions P,, D,
and E.

analytic pieces of the Green functions:
9 R ! R R
I N o T <(F D Rz ./
S Ef ) = —ZU:/t di KZ(F.0PR.DERGL),  (19)
3 - o _ _
an(t,t’) = _/ di KZ (t. DER(t,D)PY(T.1')
.
t
- / df RS E0DRCDPRG). (@)
;
0 nR ! R R
—DR¢,t) = — dif K> ¢, PR (t,HDR@G,t), (21
5, D) Zf > (t.DPR (t,HDR(E.1), (1)
and
B v R
o< A TE>(F D < ” / *
S B = ;/wdt R>@.0PS(t.DIER (D)

= / dTRZG.0PRGDE<GA),  (22)

3 v _ _ R
aP;(z,ﬂ)=/ df R, DE=(6,) [PR(,D)]
-0

’

+/ di K ((.)D=~(t,) [P (' .D)]
t
—/ di K2 (t. DER(t, D) Py (Tt
t
- / di KZ (T.0)DR,D)P; (.1, (23)
8 n< / : T < D< N ’ *
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-3 [ @R e enbGr) @b
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with

K2(t,t) = /TeiO e () £.2(1,1) (25)

and
F2@,t) =exp [i / dfg(ﬂ] F2@—1), (26)

where &(¢) is either go(z) or ey(¢) and f=<(r) =1 — f~(¢) is
the Fourier transform of the Fermi function f=(g) defined by

d
VAOES / *28 J=(e)exp[—iet] 27
v

with the energy integration taken over the conduction band.
The temperature dependence, which is of main interest, is

contained in the integral kernels K, 82 (z,1") defined by Eq. (25).
In the Appendix, where the details of the derivation of
Egs. (19)—(24) can be found, we explain how these functions
enter the formalism.

The initial conditions for Eqgs. (19)—(24) depend on the
particular scattering process and how it is modeled. In our
case, the initial conditions are

ER(t,t) = PR(t,t1) = DR(t,1) =1, (28)

and
E<(—00,—00) = n,(—00) = 0, (29)
P (—00,—00) = n),(—00) = 85,172, (30)
D=(—00,—00) = ny(—o0) = 0. (€2))

Once the equations of motions are solved on a two-
dimensional time grid, the instantaneous (pseudo)occurrence
probabilities for the Sr2*, Srt, and Sr° configurations are
simply given by the equal-time Green functions

n.(t) = E<(t,1), 32)
n, (t) = Pr(t.1), (33)
ng(t) = D=(¢,1). (34)

Hence, in the notation of pseudoparticles, the neutralization
probability

o = ng(co), (35)

that is, it is the probability of double occupancy after
completion of the trajectory.

Nordlander and co-workers [28,32—34] also derived master
equations for the occurrence probabilities by approximating
the time integrals in the Dyson equations for the Green func-
tions. Depending on the level of sophistication they obtained
what they called simple master equations and generalized
master equations. In the Appendix we state the two sets of
master equations arising from Eqs. (19)—(24) by adapting this
strategy. The reduction of the set of Dyson equations to a
set of master equations utilizes the fact that the functions

ff (2,7) localize the self-energies around the time diagonal.
Thus, provided the Green functions vary not too strongly, they
can be put in front of the time integrals. Mathematically, this
leads to the constraint [34]

va,y(z) — 20,6, (2)
g0,u(z) — €F

Rou(z) = <1, (36)
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where v is the projectile velocity. The functions «g (z) are
defined by requiring I'o y(z) = Ag,y exp[—ap,y(z)z] which
leads to nearly constant values for «p iy verifying thereby the
exponential dependence of our level widths. For the upper
level, the inequality obviously breaks down at the z =z,
where it crosses the Fermi energy. As shown by Langreth and
Nordlander [34], the master equations can still be used at this
point if essentially no charge is transferred during the time span
the level crosses the Fermi energy. This leads to an additional
criterion at z = z.. In the next section, we will see, however,
that for the upper level of the Sr:Au system investigated by
He and Yarmoff [30,31], the constraint (36) is violated not
only at z = z. but for almost the whole trajectory. Hence, in
order to analyze the correlation-driven local-moment physics
possibly at work in this experiment, the solutions of the full
quantum-kinetic equations are needed.

The physical Green functions GZ needed for the calculation
of the instantaneous spectral densities can be constructed from
the standard definition of the less-than and greater-than Green
functions [48] by replacing the original electron operators c,
and ¢/ by pseudoparticle operators according to Egs. (13) and
(14), neglecting vertex corrections, and projecting onto the
physical subspace Q = 1. Thus, G;(t,t') = (cj;(t’)ca (1)), for
instance, becomes

G (t.1') = (pL(te(t)e! (1)p, (1))
+{d'(p_o (!, d@), (37
which upon employing ER(z,t') = —if(t — t")eR(¢,t’) and
PR(t,t") = —i6(t — t")pR(t,t’) reduces to
G311y =P;(t,1)eR(t' )+ E=(t',1)]

+ D@, pR,('.t) — P,(t'.)],  (38)
where the products P=(z,t")E=<(¢',t)and D=(t,t') P=_(t',t) are
of order Q? and must thus be projected out to yield

G:(t,t") = Pr(t,t)eR(t',t) + D=(t,t)pR (t',1).  (39)
A similar calculation leads to
G, (t.1") = pyt.VE~(t' 1) + dR(t,t)P=,(t',1),  (40)

where DR(¢,t') = —i@(t — t')dR(z,t’) has been used. Note, in
the derivation of the formulas for the physical Green functions
we introduced Green functions e®, pR, and d®, which, in
contrast to the Green functions defined in Eq. (17) are retarded
Green functions with only the Heaviside function split off but
the phase factor arising from the onsite energies still included.

The spectral densities for removing or adding at time 7 a
physical electron with energy w can be obtained from Egs. (39)
and (40) by using difference variables T = (t +¢')/2 and T =
t —t'. A Fourier transformation with respect to T =t — ¢’
yields

1 [ ,
03 (w,T) = —/ dt GS(T +t/2,T — t/2)e'“. (41)
21 J_ o

The normalization of the spectral densities

/ do pZ@.T) = n, (T) + ng(T), 42)
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FIG. 5. Sketch of the numerical scheme used to solve the double-
time equations of motion (19)—(24). The triangle marks the region in
the two-dimensional time grid in which the entries of retarded Green
functions have to be known in order to calculate retarded Green
functions at the point indicated by the bullet. Likewise, the rectangle
marks the region in which the entries of (retarded and less-than) Green
functions are required in order to compute less-than Green functions
at the point indicated by the bullet.

/ do p>(@.T) = np_(T) + no(T) 3)

o0

is given by the instantaneous occupation of the projectile with
a physical electron or a physical hole, respectively, written in
terms of the occurrence probabilities introduced above. This
follows directly from the equal-time limit of Egs. (39) and (40)
by using eR(z,) = dR(z,t) = paR(l,t) =1.

At the end of this section, let us say a few words about
the numerics required to solve the two-dimensional integro-
differential equations (19)—(24). The discretization strategy
proposed by Shao and co-workers [32] for U = oo can be
also employed for finite U. The main difference is that two
more Green functions have to be calculated on the time grid:
DR and D=. The particular structure of the time integrals
leads to the numerical strategy shown in Fig. 5. First, the
retarded Green functions are calculated, starting from the time
diagonal where their values are simply set to unity because of
the initial condition and then working through the grid points
which are on lines parallel to the time diagonal. To compute
retarded Green functions at (¢,1"), only the points in the dark
triangle depicted in Fig. 5 have to be sampled. The calculation
of the less-than Green functions requires a slightly different
scheme. Here, the computation first proceeds in the ¢ and then
in the ¢’ direction, starting from (—#ax, —fmax ) Where the initial
condition can be employed and redoing this until one arrives at
the desired grid point. Only grid points in the bright rectangular
region of Fig. 5 contribute then to the calculation of less-than
functions at the point (¢,#").

The computations are time and memory consuming. We
employ grid sizes of up to 3000 x 3000. Taking advantage of
the symmetry of the Green functions, the Green functions in the
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upper half of the grid can be obtained from the Green functions
of the lower half by complex conjugation which reduces
memory space and number of calculations by one-half. Even
then, however, the calculation of one trajectory requires on a
2000 x 2000 time grid including the computation of the level
widths eight hours of processing time and 400 Mb memory
on a single core. To obtain the temperature dependence of the
neutralization probability, we let the projectile run through the
trajectory for 50 different temperatures. Fortunately, the final
charge state is surprisingly robust against a reduction of the
size of the time grid. Empirically, we found the neutralization
probability (but not necessarily the occurrence probabilities at
intermediate times) to be converged already for a 1000 x 1000
time grid. A run for a single temperature requires then only
half an hour, making an investigation of the temperature
dependence of the neutralization process feasible.

IV. RESULTS

We now present numerical results. Aside from the material
parameters listed in Table I which should be quite realistic for
the Sr:Au system investigated by He and Yarmoff, we need the
turning point zyp and the velocity v of the strontium projectile.
The radius of a strontium atom is around 2.2 A. It is thus
very unlikely for the strontium projectile to come closer to the
surface than 4-5 Bohr radii. In atomic units, measuring length
in Bohr radii and energy in hartrees, which we use below if not
indicated otherwise, we set therefore ztp = 5. For the velocity,
we take the experimentally determined post-collision velocity
for the whole trajectory since it is known that due to loss of
memory [40] the outgoing branch determines the final charge
state of the projectile. In atomic units, v = 0.134 [31].

First, we investigate if the He-Yarmoff experiment [30,31]
can be described by the numerically less demanding master
equations (either the simple or the generalized set, see
Appendix). As pointed out in the previous section, the master
equations should provide a reasonable description of the
charge transfer if Ry y(z) < 1. In Fig. 6, we plot Ry y(z)
for v =0.0134 and the level widths and energies obtained
in Sec. II. For the second ionization level gy, master equations
could be in fact used all the way down to z ~ 6. For the first
ionization level ey master equations break down not only at
the point where the level crosses the Fermi energy, but also
close to the turning point, where the level width turns out
to be too large, and far away from the surface, where the
projectile velocity is too high for the master equations to be
applicable. Only in a narrow interval around z & 9, where the
high velocity is compensated by the level broadening leading
to a small numerator in Eq. (36), Ry is small enough to justify
master equations also for &. Since the two ionization levels
are coupled and the charge transfer occurs not only in the
narrow range where master equations are applicable to both
levels this implies that neither the simple nor the generalized
master equations can be used to analyze the Sr:Au system
investigated by He and Yarmoff. Instead, the full double-time
quantum kinetics has to be implemented.

Let us now trace, based on the numerical solution of the
double-time Dyson equations, for a fixed surface temperature
T, = 400 K important physical quantities while the projectile
is on its way through the trajectory. Figure 7 shows in
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FIG. 6. The constraints Ry and Ry as a function of z for the Sr:Au
system investigated by He and Yarmoff [30,31]. The approximations
reducing the double-time quantum kinetics of the Dyson equations to
either a set of simple or generalized master equations (see Appendix)
are valid only for Ry y < 1. Hence, for gy, master equations could be
used forz > 6. But, for ¢;; master equations break down for almost the
whole trajectory except for the narrow interval around z &~ 9 where
the vanishing of the numerator in Eq. (36) leads to small values
for Ry. The peak in Ry around z ~ 12 signals the point where ¢y
crosses the Fermi energy.

the upper panel the shift and broadening of the ionization levels
gy and g9 while the middle panel depicts the instantaneous
occurrence probabilities n,, n,,, ,, and ng for the Sr2t, Sr,
and Sr° configurations, respectively. The projectile starts at
z = 20 on the left, moves along the incoming branch towards
the turning point z = 5 from which it returns on the outgoing
branch again to the distance z = 20. The strontium projectile
starts in the Sr™ configuration. Thus, only the g, level is
occupied while the gy level is empty. During the collision,
both levels shift upward and broaden. The upper level crosses
the Fermi energy at z = z. & 12. In the course of the collision,
the occupation probabilities change and the projectile has a
certain chance to be at the end in a different charge state than
initially. For the run plotted in Fig. 7 the probability for double
occupancy at the end, that is, the probability for neutralization
isa = ny(20) = 0.185. For comparison, we show in the lower
panel the instantaneous occupation of &y as it is obtained when
only this level is kept in the modeling, that is, for a single-level,
uncorrelated U = 0 model. In this case, the neutralization
probability « = 0.01, that is, one order of magnitude smaller.

The physics behind the results shown in Fig. 7 is as follows.
Let us first focus on the first ionization level. Initially, ey is
below the Fermi energy. Hence, energetically, not the ionic St
but the neutral St° configuration is actually favored. However,
as can be seen from the vanishing broadening of the level,
far away from the surface charge transfer is negligible. The
approaching ion is thus initially stabilized due to lack of
coupling. When the coupling becomes stronger for smaller
distances ey crosses, however, the Fermi energy. The ion
is then energetically stabilized. Roughly speaking, the first
ionization level has a chance to capture an electron from the
metal only when |Ef — ey (t)] < I'y(¢); in the notation of
Sosolik and co-workers, the Sr:Au system is in the coupling-
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FIG. 7. Instantaneous physical quantities along the trajectory.
The strontium projectile starts on the left as an ion at a distance
z =20 with a velocity v = 0.0134, reaches the turning point at
zrp =5, and approaches z =20 again thereafter on the right.
(a) Energy-level diagram. Both levels (solid lines) are broadened
according to ¢ & I' (dashed lines) with the instantaneous I" shown in
Fig. 2. (b) Occurrence probabilities at 7, = 400 K for Sr* (dashed
and dashed-dotted lines), St° (solid line), and Sr>* (dotted line) as
obtained from the finite-U model. The neutralization probability in
this case is o = n4(20) = 0.185. (c) Occurrence probability of Sr°
as obtained from the uncorrelated U = 0 model which keeps only
the first ionization level, that is, the upper onsite energy &y. In this
case the o = 0.01. For other surface temperatures 7 the results look
similar.

dominated regime [67]. From the upper panel in Fig. 7, we
see that this is the case only for a very small portion of
the trajectory, close to the turning point. As a result, the
neutralization probability « should be in any case much smaller
than unity as indeed it is. Due to the thermal broadening
of the target’s Fermi edge, the efficiency of electron capture
into the first ionization level increases with temperature. Thus,
if this was the only process involved in the charge transfer, the
neutralization probability should monotonously increase with
temperature, contrary to the experimental data which initially
increase and then decrease (see below). The charge transfer
must be thus more involved. Indeed, as can be seen in the
upper panel in Fig. 7, the second ionization level &y comes
also close to the Fermi energy. In those parts of the trajectory
where |Er — go(t)| < ['o(¢), it is thus conceivable that the
electron initially occupying ¢y may leave the projectile. That
is, holes may transfer from the surface to the second ionization
level thereby compensating the electron transfer into the first.
The hole transfer, absent in the uncorrelated U = 0 model,
tendentiously favors the ion with increasing temperature and
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should by itself lead to a neutralization probability decreasing
with temperature.

That during the collision the ionization levels of strontium
come so close to the Fermi energy of the gold target, with the
first one crossing it and the second one coming so close to
it to enable hole transfer, led He and Yarmoff to suggest that
the neutralization process is driven by electron correlations.
The experimentally found negative temperature dependence
of o« above T; = 600 K strengthened their conclusion. It
agrees qualitatively with what Merino and Marston predicted
theoretically on the basis of a correlated-electron model for
the neutralization of calcium ions on copper surfaces [29]. The
work of Shao and co-workers [28] suggested moreover that
the negative temperature dependence of « is caused by a
mixed-valence resonance transiently formed in the course of
the collision.

After these qualitative remarks, we now discuss the
temperature dependence of the neutralization probability
quantitatively. In Fig. 8, we show the experimental data of He
and Yarmoff [31] and compare it with our theoretical results.
For the parameters of Table I, the theoretical neutralization
probability (solid line) turns out a bit too large but it is still
of the correct order of magnitude indicating that the material
parameters as well as the procedures for calculating the level
widths are reasonable. In contrast to the experimental data we
find, however, over the whole temperature range only a weak
negative temperature dependence. Also plotted in Fig. 8 is
the temperature dependence of the neutralization probability

02 | _
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FIG. 8. Temperature dependence of the neutralization probability
o = ny(20) for a Sr* ion hitting with v = 0.0134 a gold surface.
The turning point zrp = 5. Also shown are the data of He and
Yarmoft [31]. The solid and long-dashed lines are for the finite-U and
the uncorrelated U = 0 model, respectively, showing that correlations
enhance the neutralization probability to the experimental order of
magnitude. By moving the turning point farther away from the
surface, we could make the results for U # 0 to overlap with the
experimental data. However, we do not use zrp as a fit parameter for
reasons explained in the main text. The nonmonotonous temperature
dependence of the experimental data cannot be reproduced regardless
of the value of the turning point. The dashed-dotted and the dotted
lines are the neutralization probabilities arising, respectively, from
the numerical solution of the set of simple or the set of generalized
master equations given in the Appendix.
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arising from the uncorrelated U = 0 model (long-dashed line)
and, for completeness, the one obtained from the numerical
solution of either the set of simple (dashed-dotted line) or the
set of generalized master equations (dotted lines) listed at the
end of the Appendix.

Clearly, without correlations the neutralization probability
is too small indicating that correlations play an important role
in the charge transfer from the gold target to the strontium
projectile. The chosen turning point zpp = 5 is in fact most
favorable for the uncorrelated model. In reality, the turning
point may be farther away from the surface. A larger value
of ztp leads, however, to smaller neutralization probabilities.
Hence, the results for the uncorrelated model would be
pushed farther away from the experimental data, while the
results for the correlated model would come closer to it. We
hesitate, however, to use ztp as a fit parameter because of
the shortcomings of the finite-U noncrossing approximation
discussed in the next section.

The neutralization probabilities arising from the master
equations are also much smaller than those obtained from
the full quantum kinetics. Decreasing the turning point would
push them of course closer to the experimental data (without
reproducing the nonmonotonous temperature dependence).
However, the numerical values for Ry y(z) shown in Fig. 6
indicate that the approximations leading to the master equa-
tions cannot be justified. Hence, the results for o obtained from
the master equations should not be artificially pushed towards
experimental data by manipulating the turning point. Instead,
one should, if at all, try to push the correlated U # O data
closer to the experimental data by changing the parameters of
the Sr:Au system within physically sensible bounds.

Any attempt, however, to improve the theoretical data
by changing the material parameters and hence the single-
particle matrix elements of the Anderson-Newns Hamiltonian
was unsuccessful. A slight increase of the metal’s work
function from ¢ = 5.1 to 5.15 eV, for instance, decreased
the neutralization rate but eliminated at the same time the
weak negative temperature dependence. Decreasing the work
function from ¢ = 5.1 to 5.05 eV, on the other hand, increased
the theoretical neutralization rate but did also not lead to
a stronger negative temperature dependence let alone to a
nonmonotonous one. Changing the turning point z7p affects
the neutralization probability as indicated in the previous
paragraph but again wipes out the weak negative temperature
dependence. The effect of the Doppler broadening [3,67,68]
we did not investigate. We take all this as an indication that
the correlation effects encoded in the finite-U noncrossing ap-
proximation are too fragile. Going beyond this approximation
is thus unavoidable.

Another observation should be mentioned. The starting
point z = 20 can be relatively freely chosen. If it is closer
to the surface, the slopes of the instantaneous occurrence
probabilities in Fig. 7 are steeper so that there is hardly
any difference in the probabilities at the turning point and
no difference at the end of the trajectory. As a result, the
final neutralization probability is independent of the precise
starting conditions. The loss of memory in charge-transferring
atom-surface collisions has been also found by Onufriev and
Marston [40]. It justifies using the precollision velocity for the
whole trajectory.
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In the region where charge transfer is strongest, the two
ionization levels overlap. The absence of energy separation
together with the conditional temporal weighting due to the
dynamics of the collision process makes it very hard to tell a
priori whether electron or hole transfer dominates the outcome
of the collision. Simply changing the matrix elements of
the Anderson-Newns model in the hope to reproduce the
experimentally found temperature anomaly is pointless as
we have indeed seen. Even more so, since the hypothesized
electron correlations of the local-moment type strongly distort
the projectile’s density of states in the vicinity of the target’s
Fermi energy. Any attempt to guess the projectile’s final charge
state on the basis of the single-particle quantities shown in
the upper panel of Fig. 7 has thus to fail. In order to see
whether the weak negative temperature dependence of « is
already a qualitative hint for a mixed-valence scenario to be at
work in the neutralization of strontium ions on gold surfaces,
we calculated therefore the instantaneous spectral densities
for the projectile. If local-moment physics is present, these
functions should feature transient resonances at the target’s
Fermi energy.

In Fig. 9, we present for a selected set of distances along
the outgoing branch of the trajectory and for 7; = 400 K the
instantaneous spectral densities summed over the two spin
orientations. The occupied part of the spectral densities (solid
black lines), that is, the spectrally resolved probability for
removing a physical electron, as well as the total spectral
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densities (dashed black lines), which, in addition, contain also
the spectrally resolved probability for adding an electron,
are shown. For orientation we also plot the equilibrated
spectral densities (solid and dashed orange lines) which we
obtained by fixing the widths and energetic positions of
the levels to the values at that particular distance and then
letting the system evolve in time up to the point where it
reaches a quasistationary state. The negative values of the
instantaneous spectral densities close to and at the turning
point should not be interpreted too literally. First, we cannot
rule out that in the numerical Fourier transformation the
Gibbs phenomenon occurs although the results for the equili-
brated spectral densities speak against it. Second, and most

importantly, the instantaneous spectral densities p(,§ (w,T)
are Wigner distributions in energy « and time 7. These
two quantities, however, cannot be measured simultaneously.
Usually, Wigner distributions deal with quantum-mechanical
uncertainties by becoming negative in some regions of the
space in which they are defined [69]. Integrated over energy,
that is, the zeroth-order moments of the Wigner distributions
,og§ (w,T) give, however, always the correct occupancies at
the particular time as can be easily checked by a comparison
with the data obtained from the integration of the equations of
motion.

Let us start with Fig. 9(a) which shows the spectral densities
at the closest encounter. The overlapping ionization levels are
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FIG. 9. (Color online) Projectile spectral densities summed over the two spin orientations, respectively, at z = 5.0, 5.5, 6.0, 6.5, 7.0, and
7.5 on the outgoing branch of the trajectory [panels (a) to (f)] for a Sr™ ion hitting with v = 0.0134 a gold surface at temperature 7, = 400 K.
For other surface temperatures in the range relevant for the experiment, the spectral functions look qualitatively similar. The black lines
correspond to the instantaneous spectral densities at the given positions with the solid lines denoting the occupied and the dashed lines the total
spectral densities. The vertical dotted lines indicate the instantaneous positions of the onsite energies &) and &, while the orange lines give
the equilibrated occupied (solid lines) and total (dashed lines) spectral densities at the corresponding positions. The target’s Fermi energy is

located at w = 0.
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very broad at this point leading, however, to a spectral density
which due to electronic correlations is enhanced at the Fermi
energy w = 0. The uncorrelated model would not give this
enhancement. Moving outwards [Figs. 9(b)-9(f)], the spectral
densities change, because of the decreasing widths and the
shifting of the ionization levels, developing in addition to
the resonance at w = 0 features in the vicinity of the two
instantaneous ionization levels which are indicated by the
two vertical dotted lines. Although the additional structure due
to the upper ionization level is only a high-energy shoulder to
the peak at w = 0, the spectral densities develop the shape
expected from a quantum impurity: two charge-transfer peaks
and a resonance at the Fermi energy. This can be most
clearly seen in Fig. 9(f). Since close to the surface the upper
charge-transfer peak merges more or less with the peak at the
Fermi energy to form a mixed-valence resonance, the Sr:Au
system is in the mixed-valence regime.

The dominating spectral feature at all the distances shown in
Fig. 9 is the enhancement at the target’s Fermi energy. Despite
the quantitative discrepancies between the measured and the
computed neutralization probabilities, our theoretical results
for the spectral densities suggest, for realistic single-particle
parameters and without any fit parameter, that local-moment
physics is present in the Sr:Au system and may thus control the
neutralization of Sr™ on Au surfaces as anticipated by He and
Yarmoff [31]. More specifically, from Fig. 7 we read off that
most of the charge transfer occurs between the turning point
ztp = 5 and the crossing point z. &~ 12, whereas from Fig. 9
we see that for these distances the Sr:Au system develops at
the Fermi energy of the Au target a mixed-valence resonance
with a high-energy tail varying on the scale of the thermal
energy. The weak negative temperature dependence we obtain
for o is thus due to the mixed-valence resonance in the
projectile’s spectral density in accordance with what Merino
and Marston predicted for the correlated Ca:Cu system [29].
The comparison in Fig. 8 with the results obtained from the
uncorrelated U = 0 model suggests moreover that it is also the
mixed-valence resonance which enhances the neutralization
probabilities to the experimentally found order of magnitude.

Obviously, our results support He and Yarmoff’s mixed-
valence scenario [30,31] only qualitatively but not quantita-
tively. Either the transient local-moment correlations are too
weak, occur at the wrong distance, or are simply too short
lived. It requires further theoretical work to tell which one of
these possibilities applies.

V. CONCLUSIONS

We presented a realistically parametrized Anderson-Newns
model for charge-transferring collisions between a strontium
projectile and a gold target and used the model to analyze
from a many-body theoretical point of view the experiment of
He and Yarmoff [30,31] which indicated that in this type of
surface collision, a mixed-valence resonance affects the final
charge state of the projectile.

In contrast to the measured neutralization probability
which initially increases and then decreases with tempera-
ture, the computed data show only the correlation-induced
enhancement, making the calculated neutralization probability
of the correct order of magnitude, and a weak negative
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temperature dependence. The analysis of the projectile’s
instantaneous spectral densities revealed, however, that both
the enhancement and the negative temperature dependence
arise from a mixed-valence resonance at the target’s Fermi
energy in qualitative agreement with what Merino and Marston
found for the Ca:Cu system [29], which is another projectile-
target combination which could display local-moment physics.
Thus, qualitatively, our results support He and Yarmoft’s
interpretation of their data in terms of a mixed-valence
resonance.

We followed the theoretical approach of Nordlander and
co-workers [28,32-34]. It is based on the noncrossing ap-
proximation for Anderson-impurity—type models and contour-
ordered Green functions. That we do not find the anomalous
temperature dependence of the neutralization probability
while having a transient mixed-valence resonance in the
instantaneous spectral densities could have two reasons. First,
the accuracy of the semiempirical estimates we developed for
the single-particle matrix elements of the Anderson-Newns
Hamiltonian may be not enough. The shift of the two ionization
levels was obtained from classical considerations based on
image charges while the width of the levels was computed
from Hartree-Fock and step-potential wave functions. Ab initio
calculations or measurements of these two quantities would
be very helpful, in particular, for distances close to the
turning point. Second, the finite-U noncrossing approximation
most probably does not yield the correct energy scale of the
resonance transiently formed at the Fermi energy of the target.
Indeed, for finite U the noncrossing approximation does not
self-consistently sum up all leading termsin 1/N where N = 2
is the degeneracy of the 5s level. In equilibrium, it is known
that the noncrossing approximation underestimates due to this
inconsistency the width of the Kondo resonance considerable
[54]. Systematically summing up all diagrams to leading
order by the one-crossing approximation [50-54] remedies
this shortcoming as does the dynamical 1/N approximation
used by Merino and Marston [29] and equation-of-motion
approaches working directly with the physical Green functions
defining the spectral densities [39]. It should be also noted that
the temperature anomaly occurs over an interval of only 600 K
corresponding to an energy interval AE = 0.002 in atomic
units. The spectral features in the vicinity of the Fermi energy
which drive the anomaly have thus to be known with an energy
resolution better than 1073,

Specifically, our results for the spectral densities make
us adhere to the mixed-valence scenario. Aside from the
above-mentioned improvements on the theoretical side, further
experimental analysis would be, however, also required to
clarify the issue. The velocity dependence of the effect,
for instance, would be of great interest because it is the
projectile velocity which determines whether the instanta-
neous correlations get frozen in and manifest themselves
in the final charge state of the projectile. We would thus
expect the experimentally observed temperature anomaly to
depend strongly on the projectile’s velocity. Changing the work
function and the collision geometry would be also of interest.
The former manipulates the point where the upper ionization
level crosses the target’s Fermi energy, whereas the latter
changes the effective temperature via Doppler broadening. The
temperature anomaly of the neutralization probability should
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hence also depend on the work function of the surface and the
angle of incident.

It may be easier to realize local-moment physics in electri-
cally biased semiconductor nanostructures but demonstrating
it to be also present in charge-transferring atom-surface
collisions may open up avenues for further research which
are not yet anticipated. The Sr:Au system investigated by He
and Yarmoff may well be a very promising candidate.
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APPENDIX

In this Appendix, we lay out the basic definitions and
notations we used in setting up the quantum kinetic equations
(19)—(24) of Sec. III. The equations have been originally
derived by Shao and co-workers [33]. As in our previous work
on the deexcitation of metastable molecules at surfaces [61],
we stay as closely as possible to the notation of Nordlander and
co-workers [32-34] and deviate from it only when it improves
the readability of the equations.

Contour-ordered Green functions [48,49] describing the
empty, the single-occupied, and the double-occupied projec-
tiles

iE@t,t) = (Tpe(t) (1)), (Al)
iPy(t,1') = (T¢ p, (1) pL(t"), (A2)
iD(t,t") = (Ted(t)d' (1)), (A3)

as well as metal electrons
iGr,(11) = (Teep (ep (1), (A4)

where the brackets denote the statistical average with respect to
the initial density matrix, constitute the basis of the formalism.
The functions D and E are bosonic propagators while P,
and Gy , are fermionic. For any of the four Green functions
listed above, the analytic pieces, that is, the less-than and the
greater-than functions, are given by

iHtt)=0ct —t)YH (1) F Oc(t' —t) H<(t,t"), (AS5)

where H stands for E, P,, D, or G; , and ®c is the Heaviside
function defined on the complex time contour. The upper sign
holds for fermionic and the lower sign for bosonic Green
functions. As usual, the corresponding retarded functions read
as

iHR(, ) =00 — HH” @1+ H<@1,1)], (A6)

where again the upper (lower) sign holds for fermionic
(bosonic) functions and 6 is now the Heaviside function on
the real-time axis.

Similarly, the self-energies X, I1., and 14 for the single-
occupied, the empty, and the double-occupied projectiles can
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be split into analytic pieces which in turn give rise to retarded
self-energies

iZ}f(z,t/) =00 —Z; @)+ Z;5@¢,0)], (A7)

il'[gd(t,t/) = 0(t — 1T 4(t.,1) — T 4(2,17)]. (A8)
Within the noncrossing approximation, the metal electrons are
undressed. Hence, below Gy, is always the bare propagator
and no self-energy has to be specified for the metal electrons
[28,32-34].

On the real-time axis the analytic pieces of the Green
function obey the set of Dyson equations (& = 1):

a o0
igER(t,t')z(S(t—t')—i—f di X, HERG,Y), (A9)
o0

[i % - so(t)] PR(t1) =80t —1') + / AT ERDPRG),

- (A10)
0 DRG;.f
vl eo(r) — ey (t) |D™(z,1)
=68t —1t)+ / ” di 05,0 DR(7,1), (Al1)
'EE< t,t
"ot @.r)
= /w di IR, HE=(,1") + /oo di I (¢,D)ENGELY),
- - (A12)
. a P< /
[,5 —80(1)] ()
= /oo di SRt HP;(F,1) + /oo di 5 (t,DPAEL),
- - (A13)

d
[ia — eo(1) — aU(z)]D%t,t/)

=/ dfnﬁ(t,aD<(f,z/)+/ dr 15 (t,)) DA, 1).
: : (Al4)

The self-energies in the noncrossing approximation are
shown in Fig. 4, where the self-energy X, for the single-
occupied projectile is split into two pieces X, and %, y,
depending on whether the empty or the double-occupied state
appears as a virtual state. Applying standard diagrammatic
rules [70] together with the Langreth-Wilkins rules [66] given
in our notation in Ref. [61] yields after projection to the O = 1
subspace [18,22,34] the following mathematical expressions
for the analytic pieces of the self-energies:

d
i)=Y / %Kfa,/)p_%,u,/), (A15)

Nyt = Z/ Z—;Kj(t,t/)PE,(t,t’), (A16)
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d
M2 (1.1) = Z/ iK?(t’,t)Pf(t,z/), (A17)

de

ni,7) = — K=(t',t)PR(z,1), Al18
e()gj/hs()g) (A18)

P / de > / = ’
St = [ KE@E (@), (A19)

R / dS > ’ R /
Shott) = | K @OER L), (A20)

2 / d8 </ L/ = /
EU’U(t,t) = ZK?(Z ,H)DX(t,t), (A21)

R ’ dg </ R /
Teott) = [ KW .nD¥ (1) (A22)

with

KZ(1,1') = T (O (1)) f2(e)e 01, (A23)

where ¢ is an energy variable to be integrated over.

In obtaining the self-energies we took advantage of the
fact that the propagator of the metal electrons is undressed
and spin independent. As a result, X, and X, y (and thus
Y, ) are independent of the electron spin. Furthermore, we
assumed the tunneling matrix element Vi(7) to factorize in
the variables ¢ and k. In our case, this is approximately true
since the strongest time dependence in Eq. (9) comes from the
modified Bessel function K|, giving rise to a nearly exponential
time dependence of V;(¢). The function

Te(t.t) =21 Y VOV (t)s(e — ep) (A24)
R

initially appearing in the self-energies can thus be approxi-
mately rewritten as [32,34]

Lo(t,1) = /Te(OTe(1')

with ['.(#) defined by Eq. (11) leading eventually to the
expressions for the self-energies given above.

Inserting the self-energies (A15)—(A22) into the Dyson
equations (A9)-(A14) and rewriting the equations in terms
of the reduced Green functions defined by Eqgs. (17) and (18)
yields after an approximate ¢ integration Eqgs. (19)-(24) of
Sec. II1. -

Due to the approximate ¢ integration, the functions K=~ (z,t”)
enter the formalism. In the definition (25) of these functions
the subscript ¢ denotes not an energy variable, but the
functional dependence on &(¢). To see this, consider the Dyson
equation (A9). In terms of reduced Green functions it reads as

BER) == / di f jimmmm
o ' 7

(A25)

X exp [—i f dt (go(t) — 8)] PR(t,HER{,1)
(A26)

= Z/ diy/ Loy e f~(F — 1)

PHYSICAL REVIEW B 91, 035440 (2015)

t
X exp |:—i / dr so(r)j| PR, DERG,1)) (A27)
i

= / A7y OT e 2 (.1)
o t,

x PR(t,HER@G,1) (A28)

t
-> / dikZ(E0OPR e DERGY)  (A29)
o t

with K o (f,t) as defined in Eq. (25). The step from the first to
the second line involves the approximate ¢ integration resulting
in the Fourier transformation of the Fermi function and in
fixing the energy variables of the level widths as indicated. We
did not attempt to derive it mathematically by an asymptotic
stationary-phase analysis [71]. Instead, we followed Shao
and co-workers [33] and adopted a qualitative, physics-based
reasoning. It yields the very intuitive equation (A27) and
reduces moreover the numerical effort considerably because
it is no longer necessary to perform at each time-grid point
(z,t') an ¢ integration. Alternatively, I'.(¢) could be replaced in
(A26) by an average over the energy range of the conduction
band and then put in front of the ¢ integral [32]. But, this seems
to be even more ad hoc.

Similar manipulations can be performed for the other Dyson
equations. At the end, one obtains Egs. (19)—(24) of Sec. III.
The equations are identical to the ones given by Shao and
co-workers in the book edited by Rabalais [33] if, as we did,
the pseudoparticle operator p,, is taken to be fermionic.

The kinetic equations (19)-(24) are a complicated set
of two-dimensional integrodifferential equations. Nordlander
and co-workers [32-34] showed, however, that in situations
where the functions ﬂz(t,t_) and hence the self-energies are
sufficiently peaked at + =7 the Dyson equations for the
less-than Green functions can be reduced to master equations
for the occurrence probabilities which are numerically less
expensive. Depending on whether retarded Green functions
are taken at equal times and hence pushed in front of the time
integrals or not, two sets of master equations can be derived:
the simple and the generalized master equations [32-34].
Applying this reasoning to Eqgs. (19)—-(24) yields at the level
where retarded Green functions are taken at equal times a set
of simple master equations

d
Ene(t) = —20(t) f~(go(t)n.(t) + To(t)
x f7 (o) (np,, (1) +np_,, (1)), (A30)

d
—np, (1) = —(Fo(t) f~ (€0() + Ty (t) f=(eu ())np, (1)

dt
+To(t) f~(eo(t)ne(t) + Ty () f~ (eu@)na(t),
(A31)
d
an(t) = 2Ty () f~ (eu())Ina(t)
+ Ty @) f= v (np,,(0) +n,,, (1),  (A32)
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and at the advanced level, where retarded Green functions are kept nondiagonal in time, a set of generalized master equations

d t B _ B _ t _ _ B _
Eng(t) = —Zne(t)Xa:/OO df Im (K2 (7,0) PR (1.D)) +2;n”“(t)/oc di Im(KZ (T.0O[ER(1.DT%),

(A33)

t
%npa(t) = —2npg(z)/ di Im(K (1. DER(t.0) + K (T.)DR(1.D))

+2n,(t) / di Im(K (0,0 [PR(t.D]") + 2na(0) / di Im(K, (7.0) [PR(t.D)]"),

%nd(t) = —2nd(r)2”:/_oo di Im(KZ (1.0) PR (1)) +2;n,,a(t) /_OC di Im(K; (t,D[D*(t.D]")

(A34)

(A35)

with occurrence probabilities (1), np, (¢), and ny(t) as defined in Egs. (32)—(34). The retarded Green functions required in the

. . . o - == . . .
generalized master equations can be obtained by utilizing the localization of f.~(¢,7) around the time diagonal also in the Dyson
equations for the retarded Green functions. As a result, one obtains

B ' T
ERety=exp| =) / dt f df]?;(f,r)ﬁf(r,f)]
s YU v

t T
PR(1,1) = exp|— f dt / di (K (t.HEX(x.D) + K, (f,r)DR(r,f))],
v v

t T
DR(1,1") = exp —Z/t dr/t, df]?;(r,t_)}ska(r,t_)]

A rigorous determination of the range of validity of
these equations by asymptotic techniques [71] is complicated
because the functions ff(r,t‘) are not only localized around
the time diagonal, but also strongly oscillating. Simple saddle-
point arguments are thus not sufficient but have to be aug-
mented by a stationary-phase analysis. Analyzing moreover
the whole set of Dyson equations by these techniques seems
to be impractical. Langreth and Nordlander [34] investigated

(A36)

(A37)

(A38)

therefore the validity of the approximations empirically and
developed qualitative criteria which have to be satisfied for
master equations to provide a reasonable description of the
charge transfer between the projectile and the target surface.
As shown in Sec. IV, the basic constraint (36) they developed
is not satisfied for the Sr:Au system investigated by He
and Yarmoff [30,31]. The full double-time quantum-kinetic
equations have thus to be solved to analyze this experiment.
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Using a helium ion hitting various metal surfaces as a model system, we describe a general
quantum-kinetic approach for calculating ion-induced secondary electron emission spectra at
impact energies where the emission is driven by the internal potential energy of the ion. It is

based on an effective model of the Anderson—Newns-type for the subset of electronic states of
the ion—surface system most strongly affected by the collision. Central to our approach is a
pseudo-particle representation for the electronic configurations of the projectile which enables
us, by combining it with two additional auxiliary bosons, to describe in a single Hamiltonian
emission channels involving electronic configurations with different internal potential energies.
It is thus possible to treat Auger neutralization of the ion on an equal footing with Auger de-
excitation of temporarily formed radicals and/or negative ions. From the Dyson equations for
the projectile propagators and an approximate evaluation of the self-energies, rate equations are
obtained for the probabilities with which the projectile configurations occur and an electron is
emitted in the course of the collision. Encouraging numerical results, especially for the helium
—tungsten system, indicate the potential of our approach.

Keywords: secondary electron emission, ion scattering from surfaces, charge-transferring atom-

surface collisions

1. Introduction

In low-temperature gas discharges, secondary electron emis-
sion from the walls confining the plasma is an important
surface collision process caused by atomic constituents of the
plasma hitting the wall [1]. Known since the early days of
gaseous electronics [2], it has moved into the focus of interest
again quite recently. For instance, it has been shown that the
ionization dynamics [3, 4], the electron power absorption [5],
and a number of other quantities and processes [6] in capa-
citively coupled discharges depend significantly on the sec-
ondary electron emission coefficient—that is, the probability
with which an electron is released in the course of an atom
—surface collision. It has also been demonstrated that the
structure of the plasma sheath is strongly affected by sec-
ondary electron emission [7-10]. The impact energies are
typically in the range where electron emission is driven by the
internal potential energy stored in the electronic configuration
of the projectile. Auger neutralization of ions and/or Auger
de-excitation of metastable species are thus the main channels
of secondary electron emission [11]. Ion- and radical-induced

0963-0252,/18/084003+22$33.00

secondary electron emission can thus be distinguished,
depending on the initial state of the projectile. Since the
processes are also of interest for themselves as well as of
importance for various kinds of surface diagnostics—for
instance, secondary ion mass spectroscopy [12] or metastable
atom de-excitation spectroscopy [13]—Auger and related
charge-transfer processes have been reviewed several times
[14-22] since the early studies [23-28] dating back to the
very beginning of modern condensed matter physics. There
can thus be no doubt that the basic mechanisms of secondary
electron emission from surfaces have by now been identified.

Although the principles of secondary electron emission
are known, it is still a great challenge to measure or to cal-
culate secondary electron emission spectra, even for free-
standing surfaces not in contact with a plasma. Experimen-
tally, it requires sophisticated instrumentation [16, 29-38],
whereas theoretically, the challenge is to find an efficient way
to deal with a many-body scattering problem giving rise to a
great variety of collision pathways [39-54]. It is thus not
surprising that the data base for secondary electron emission
is rather sparse, especially for materials used as walls in

© 2018 IOP Publishing Ltd
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SET SET
Het™+M <—— He*+Mt <—— He* +M*TT

AN AD

AuD

He+M*tt e~ <

Figure 1. Schematic representation of possible charge transfer
processes which may take place during a collision of a Het ion with
a metal surface, depending on the occupancies of the electronic
states, their coupling, and the collision dynamics. The ion may
capture electrons from the metal M by single-electron transfer (SET),
changing its configuration from He™ (1s) to He*(1s2s) or even to
He*~(1s2s), if two sequential SET processes occur. SET processes
may, however, also work in the other direction—that is, the
projectile may also lose electrons. Autodetachment (AuD) may lead
to an electron loss and a reconfiguration of He*~(1s2s?) to He(1s?).
In addition, Auger neutralization (AN) and Auger de-excitation
(AD) due to the Coulomb interaction between two electrons may
take place, pushing the projectile to its ground-state configuration
He(1s?) and thereby also releasing an electron. The charge state of
the metal M is indicated to emphasize the charge-transfer taking
place due to the various processes.

laboratory gas discharges. There have been only a few
experimental efforts devoted to measuring secondary electron
emission coefficients specifically for such materials [55, 56].

To illustrate the complexity of the physics involved, we
show in figure 1 the collision channels which may be open
when a positive helium ion hits a metal surface and releases
an electron. Besides Auger neutralization of the positive ion
itself, there is a sequence of single-electron transfers possible,
leading to neutral and negatively charged metastable states
which may Auger de-excite or autodetach to the helium
ground state, thereby also releasing an electron. Which one of
the three channels dominates depends on the collision para-
meters and the metal. An unbiased description of the collision
thus requires a theoretical model capable of treating all
channels having a chance to be involved in the electron
emission simultaneously. To present such a theory is the
purpose of this work.

We do not attempt a description from first principles
[40-42, 44, 45, 48]. Instead, we use an Anderson—Newns
—Hamiltonian for the subset of electronic degrees of freedom
which are dominantly involved in the collision process.
Combined with Gadzuk’s semiempirical approach [57, 58] of
determining the matrix elements of this Hamiltonian from
classical image shifts, it yields a rather flexible basis for the
modeling of a great variety of projectile—target combinations.
We consider this type of effective modeling—ultimately
requiring only a few parameters with a clear physical inter-
pretation—particularly appropriate for describing secondary
electron emission from plasma walls, which are often not well
characterized microscopically and thus not amenable to more
sophisticated modeling. Local correlations on the projectile
can be taken into account by a projection operator and
pseudo-particle technique pioneered by Langreth et al
[59-61]. Combining this with additional auxiliary bosons to
accommodate the energy defects between different electronic

68

configurations of the projectile leads to a Hamiltonian con-
taining as many projectile configurations as one wishes to
include and at the same time is amenable to a quantum-kinetic
analysis [59-61]. Ultimately, it leads to rate equations for the
probabilities with which the electronic configurations of the
projectile occur and an electron is emitted in the course of
the collision. We employed this approach previously to
describe electron emission from metal and dielectric surfaces
due to the de-excitation of metastable nitrogen molecules
[62-64] and to the neutralization of positive strontium
and magnesium ions at gold surfaces [65, 66]. In this work,
we apply it to a positive helium ion hitting various metal
surfaces. Confronted with experimental data [30, 35], the
approach turns out to yield secondary electron emission
coefficients of the correct order of magnitude, and might even
be able to produce the correct shape of the emission spectrum
if it were augmented by scattering processes [29, 36, 38]—
which we so far, however, have not included in the model.
The outline of the remainder of the paper is as follows. In
the next section, we set up the Anderson—Newns model for
the emission channels shown in figure 1. Besides explaining
how the matrix elements of the Hamiltonian are obtained
from Gadzuk’s reasonings, we also give the details of the
projection operator and pseudo-particle technique which
enables us to encode into a single Hamiltonian electronic
configurations with different internal potential energies.
Section 3 together with an appendix describes the quantum-
kinetic derivation of the rate equations for the probabilities
with which the various electronic configurations of the pro-
jectile are realized in the collision and an electron is emitted.
Numerical results are presented in section 4, and concluding
remarks summarize and assess our approach in section 5.

2. Model

When an atomic projectile approaches a surface, direct and
exchange Coulomb interactions take place between their
individual constituents leading to a modification of the pro-
jectile’s and target’s electronic structure. In some cases, this
may cause a redistribution of electrons between them,
accompanied perhaps by the emission of an electron. Since
the projectile and the target are composite systems, to analyze
these processes theoretically is a complicated many-body
problem. It can be approached either with first-principles
methods [40-42, 44, 45, 48], ideally containing the full
electronic structure of the target and the projectile, or with
model Hamiltonians focusing only on the subset of electronic
states which are actively involved in the collision—as pio-
neered by Gadzuk [57, 58]. The former is computationally
very expensive. In addition, it requires a rather complete
characterization of the structure and chemical composition of
the surface. Working atom-by-atom, ab initio methods have
to know precisely which atom is sitting where. For plasma-
exposed surfaces, this information is not available in most
cases. It is thus better not to rely on it at all and—following
the second approach—to construct instead an effective
Hamiltonian for that part of the electronic structure which is
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expected to be foremostly involved in the collision process.
Physical considerations may then be invoked to parameterize
the model by a few quantities which are easily available and
at the same time have a clear physical meaning.

The particular approach we employ is based on an
Anderson—Newns-type effective Hamiltonian. Following
Gadzuk [57, 58] it uses classical image charges to mimic the
long-range exchange interactions (polarization interactions)
and a multi-channel scattering theory to account in the matrix
elements for single-electron transfer for the non-orthogonality
of the target and projectile wavefunctions. The non-ortho-
gonality of the wavefunctions is also an issue in the Auger
channels [44]. Taking it into account, however, makes the
calculation of the Auger matrix elements even more compli-
cated than it already is. In the model presented below, we
therefore ignore the non-orthogonality of the wavefunctions
in the Auger matrix elements, assuming implicitly that it is
less important than the tunneling of the metal wavefunction
through the potential barrier, arising from the overlap of the
ion and surface potentials, which we take into account. The
good agreement of the rate we get for Auger neutralization
with the rate given by Wang et al [46], as well as with the rate
obtained by an approach based in part on first principles [44],
supports this assumption. What speaks against it is the too
large ion survival probability we obtain for large angles of
incidence. However, the reason for this is most probably the
neglect of single-electron transfer from deeper lying levels of
the surface (core levels) to the 1s shell. It is beyond the scope
of the present work to include this process as well.

To furnish the formalism with wavefunctions, simple
models are used for the surface potential and the electronic
structure of the projectile—parameterized, however, such that
it reproduces measured ionization energies and electron
affinities. From our previous work on the de-excitation of
metastable nitrogen molecules on surfaces [62—64] and the
neutralization of alkaline-earth ions on gold surfaces [65, 66],
we expect this type of modeling also to provide reasonable
matrix elements for the Anderson—Newns Hamiltonian
describing ion-induced electron ejection from metal surfaces.

2.1. Electronic configurations and energy levels

To analyze the chain of processes outlined in figure 1, we
consider the following electronic configurations for the He
projectile: He™(1s), He(1s2), He*(1s2s), and He* (1s2s2).
Without loss of generality, we assume the electron of the
He™(1s) ion to have spin up. This leaves us with two non-
degenerate metastable levels He*(1s2s), a triplet 23S, and a
singlet 2'S, with, respectively, a spin-up and spin-down
electron in the 2s shell. The term symbols for the positive ion
and the ground-state atom are 1281 »2 and IISO. We also
consider the negative ion He* ~(1s2s?) arising from either one
of the metastable states. In both cases, the term symbol is
2281 /2 because the two electrons in the 2s shell have anti-
parallel spin. This is the lowest lying negatively charged state,
and known to act as an intermediary in surface-induced spin-
flip collisions [67, 68]. It may thus also play a role in sec-
ondary electron emission. In principle, there are of course

A A

L -AH(:* (1s2s,x)

- jf§'\§ §\\'\'\“_>’ > — 1H0*(1525,X)

Theo (1s2,1'S
S<, ())
He

A1(100)

Figure 2. On scale representation of the electronic states involved in
the neutralization of a He*(1s) ion on an Al(100) surface due to the
processes introduced and discussed in figure 1. The situation shown
corresponds to the case where projectile and target are infinitely far
apart. Polarization-induced shifts of the ionization energies,
IHeo(lsz, 1Sp)» IHe*(lsZs,Z'So)s and IHE*(1525,23S]) and the electron affinities
Aners2s,21s0) and Apex1ss,23,) encoded in equations (1)—(5) are not
shown. The shaded region on the left indicates the occupied states of
the conduction band of the AI(100) surface, the label ‘x’ in the
ionization and affinity levels of the metastable configuration stands
for either the triplet or the singlet term symbol, and the color-coded
arrows give the transitions involved in secondary electron emission
due to Auger neutralization (AN, blue), direct and indirect Auger de-
excitation (DAD, yellow; IAD, red), and autodetachment (AuD,
orange), where the latter two take place only after single-electron
transfers (SET, green) have occurred.

additional configurations possible. For instance, the meta-
stable state He*(1s2p) could also be involved. We expect it,
however, to be less important for the collision we consider
because p orbitals lead to smaller matrix elements and thus to
smaller transition rates.

Far away from the surface, the projectile configurations
are characterized by a discrete set of energies representing the
ionization energies or electron affinities depending on whe-
ther the configurations are electrically neutral, positive, or
negative. For the reaction scheme shown in figure 1 we
need the single-electron ionization energies Zyeo(1s2 1s,)s
The(1525,2'sy)» and Lpex1s2s,2%s,), that is, the thresholds of the
first ionization continua of the helium configurations given in
the subscripts, as well as the single-electron affinities
Aner1s2s.28) and Apexisas 2s,), Where the subscripts indicate
again the configurations the energies belong to. How these
(positive) energies relate to the vacuum level is shown in
figure 2, together with the processes they are involved
in. While the projectile approaches the surface, the energy
levels shift. Assuming a polarization-induced image charge
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interaction to be responsible for the shifts, the ionization
levels move upward in energy whereas affinity levels move
downwards [22]. Close to the surface, short-range interactions
may modify the shifts [48]. The processes we are interested in
occur, however, sufficiently far away from the surface that
short-range interactions are not yet important. To take all this
into account, we define five time-dependent single-electron
energy levels,

2
e
5(1)510) = —Thet(1s2,118) + my (1)
2
% e
Ezsl(l) = —THex(1525,2'Sy) + my 2)
() = -1 o+ — 3)
2sT1 He*(1s2s,2°Sy) 4(2([) — Zi) 5
_ A e? 4
Exsl) = — * 2! _
251(F) He*(1525,2'Sg) 10 — ) (€]
_ e?
Ex51(1) = — Aners2s.2%s)) — m, (5)

with the subscript indicating the shell and the spin of the
electron and the time-dependence arising from the collision
trajectory,

z(t) = zrp + vilt, (6)

where v, is the projectile’s velocity component perpendicular
to the surface and zpp is the turning point of the trajectory.
The energy levels (1)—(5) are thus time-dependent ionization
energies and electron affinities. Note that z(f) describes the
classical center-of-mass motion of the projectile resulting
from the trajectory approximation [20], which is justified
because of the large mass of the projectile. The turning point
zrp is usually a few Bohr radii before the crystallographic
ending of the surface. It arises from short-range repulsive
forces. Our choice for zrp, which in general depends on the
projectile and the target, is guided by the calculations of
Lancaster et al [30] showing that the neutralization of He™
ions at impact energies Ey,; < 60eV, which is also the
upper limit in the gracing incident experiments with which we
compare our results, takes typically place 2-5 ag in front of
the surface, where ag denotes the Bohr radius. We can thus
chose zrp = 2.27 a, as suggested by Modinos and Easa [54],
without affecting the charge-transfer too much. Indeed our
final results are rather robust against changes in zrp up to
+ag/2. The position of the image plane z;, appearing in
(1)—(5), is used as a fitting parameter but it should be around
1 — 2ag [69].

In addition to the energy levels of the projectile, we also
need the energy e, of an electron in the conduction band of
the metal and the energy €;,(t) of an unbound electron at
position z(7) in front of the surface. Modeling the metal, as in
our previous work [62-66], by a three-dimensional step
potential,

Vs(2) = —Vo0(—2) @)
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He'(1s) He(1s?)  He*(1s2s) He* (1s2s?)
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2
28 A v
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Figure 3. Electronic configurations of the He projectile included into
our modeling. As indicated on the left, the lowest two levels stand
for the 1s shell and the upper two for the 2s shell. Since the 1s shell
is by assumption always occupied by a spin-up electron, only the
energy levels €, €1, and &, are of interest. The ground state arises if
€o is occupied by a spin-down electron, the metastable triplet
(singlet) state if €; (e;) is occupied by a spin-up (spin-down)
electron, and the negative ion state if ¢; and e, are occupied,
respectively, by a spin-up and a spin-down electron. Depending on
the occupancy and the way it is realized, the energy levels €, and ¢,
take on different numerical values. This can be organized with
projection operators. Two auxiliary bosons finally allow switching as
required between the configurations.

with depth Vy = Eg + ¢, where Eg > 0 is the Fermi energy
of the metal and ¢ > 0 the work function,

n%

- *
2m,

ko

-% ®)

with m the effective mass of an electron in the conduction
band of the metal. Assuming moreover a plane wave for the
wavefunction of an unbound electron in front of the surface,
its energy is given by

52672 62
2me 4G —z)

where the second term takes the interaction of the electron
with its image into account.

Since by assumption the 1s shell is always occupied by a
spin-up electron, we in effect model the projectile by a three-
level system with energies €, €;, and &, as illustrated in
figure 3. An important feature of the model is that the energies
depend on the occupancy of the levels and—in the case of the
negative ion configurations—on the way the occupancy was
built up. To take this into account, we employ operators

(€))

Etio(l) =

(10)

Pigmn, = nomina) (nomna|

projecting onto states |ngn n,) of the three-level system con-
taining n; = 0, 1 electrons in the energy levels ¢;. Defining

Pooeo(r) = iy, (1), (1D
Poroei(t) = &544(0), (12)
Poo1£2(1) = 5(D), (13)
Pona(t) = e34(0), (14)
Por1&2(t) = e55)(1) (15)

with projections to the remaining states required for com-
pleteness

0 =53 Inomny) (nomna| = 1

nyg mo ny

(16)
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to be zero, it is possible to adjust ¢y, £, and &, to the internal
energetics of the projectile configurations involved in the
atom—surface collision we want to model. The operator O
defined in (16) will also be required in the quantum-kinetic
approach described in the section 3.

2.2. Wavefunctions and matrix elements

To set up the Anderson—Newns Hamiltonian for the charge-
transferring atom—surface collision processes we are inter-
ested in, we require a series of matrix elements. Their
calculation is based on a particular choice of wavefunctions,
which we now describe.

As in our previous work [65], the electronic states of the
metal are the wavefunctions v, (¥) of the step potential (7).

For k, < 2m¥Vp/%?, they describe bound electrons

whereas for k, > +/2m¥Vy/7?, they contain a transmitted
and a reflected wave. From the work of Kiirpick and Thumm
[70], we would expect little change had we used other
wavefunctions for the surface—based, for instance, on the
Jennings—Jones—Weinert potential [71] instead of the
potential step. For the states of the projectile’s 1s and 2s shell,
we take hydrogen wavefunctions v, (¥) and ., (¥ ) with
effective charges Z.g adjusted to reproduce the ionization
energies and electron affinities, Zpeois2,11s,), LHe*(1525,21S)s
Thex(1s2s,2%8))» AHer(1525,2180)» and Apex(152,2%5,)- For the 1s shell,
the modified hydrogen wavefunction is in excellent agree-
ment with the Roothaan—Hartree—Fock 1s wavefunction for
the helium ground state given by Clementi and Roetti [72].
To estimate the quality of the wavefunction for the 2s shell we
compared it—due to lack of Roothaan—Hartree—Fock calcu-
lations for excited helium states—with the Roothaan—Har-
tree—Fock 2s wavefunction of the lithium ground state [72].
As expected, the agreement is not as good as for the 1s shell.
Since, however, we found charge-transfer for the metals we
investigated to be dominated by Auger neutralization, which
involves only the 1s shell, we did not attempt to improve the
wavefunction for the 2s shell. The projectile’s continuum
states are—as mentioned above—approximated by plane
waves 1z, (7). Thereby, we ignore distortions of the wave-
functions due to the core potential of the projectile, turning
plane waves into Coulomb waves. It is only an issue for
Auger de-excitation and autodetachment—which we found,
however, not to be the dominant scattering channels. We did
not, therefore, include this complication.

Having wavefunctions, we can construct matrix elements
for the processes shown in figure 2. Denoting the position of
the projectile by 7,(t) = z(¢)é, with z(¢) defined in (6) and
following Gadzuk [57, 58] as well as our earlier work
[63, 65, 66], we obtain

e2

IF = 7,0

Vio) = [@r v Uan@ = F@) (A7)

for the matrix element controlling single-electron transfer
between the conduction band of the surface and the ioniz-
ation/affinity levels of the projectile originating from its 2s

shell,

Vier, 0= [ & [ & @ = s @)

o2
X =5 (P Y, (7)

IF =7

(18)

for the matrix element driving Auger neutralization into the
ground state, that is, the 1s shell of the projectile, and

Vi, 0= [[&r [ & @ 7uus @)

2
X = | (F — B, (19)
7 — 7
Vo) = f &r f P F = F(O)UEF — By (1)
2
x Wi—?,'u}zo(f/ — B (P)
(20)

for the direct and indirect Auger de-excitation, respectively,
involving the projectile’s 1s and 2s shells. Finally, the matrix
element for autodetachment reads

Vi = [&r [dr 4 (F) vk )

€2
X —————1p2 | (F) P21 ().

7 =7

2D

In contrast to the other matrix elements, it is—within our
model—independent of time (that is, independent of the
distance z()) since it describes a local interaction acting at the
instantaneous position of the projectile.

Although the assumptions about the wavefunctions used
in (17)—(21) are strong, we stick to it because they allow us to
pursue the calculation of the matrix elements to a large extent
analytically by means of lateral Fourier transformation, which
in turn substantially reduces the numerical effort (which is
still large) when it comes to the solution of the kinetic
equations. To estimate the validity of our approach, we
compare our results with experimental data. As we will see,
the agreement is sufficiently good to suggest that the
approximate matrix elements we use are not too far away
from the exact matrix elements (which we do not, however,
know). Our matrix elements contain a number of parameters,
which we list in table 1. As indicated in the caption of the
table we use parameters from different sources. If the para-
meters were given directly for the experiments we compare
our data with, we took these values. This was the case for the
work functions of copper and aluminum and for the affinity
levels. The rest of the parameters we collected from data
tables. The effective charge Z.¢ and the position of the image
plane z; were determined as stated above.

An important additional aspect affecting Auger neu-
tralization and indirect Auger de-excitation into the projectile
ground state is the enhancement of the wavefunction of the
surface electron which fills the hole in the 1s shell of the
projectile. It arises from the modification of the step potential
mimicking the surface by the Coulomb potentials of the He™*
ion and its image and the image potential of the electron. In
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Table 1. Material parameters used in our calculations. The energies Z and .A denote ionization and affinity levels of the indicated helium
configurations [68, 73], Z. is the effective charge used in the hydrogen-like wavefunctions 1), l(7) and v, (7") (required for the calculation

of the matrix elements) to reproduce these energies, z; is the position of the image plane, and ¢, Er, and m* are the work function, the Fermi
energy, and the effective mass of an electron in the conduction band of the metal surface [28, 30, 65, 74, 75].

I[eV]l  AleVl  Zegwr  zfagl oleV]  EeleVl  mS/m.
He(1'S;) 245875 — 168 — — — —
He*(23S,) 47678 - 118 — — — —
He*(2'Sy) 39716 — 108 — — — —
He¥(23S)) — 125 061 — — — —
He¥(2'Sg)  — 045 036 — @ — - —
W(110) — — — 1.3 5.22 6.4 1.1
Cu(100) — — — 1.3 5.1 7 1.1
AI(100) — — — 1.5 4.25 11.7 1.1
HM — — — 1.3 3 9 1.1
A\E z-dependence of the wavefunction of a metal electron with
k. < \2m¥Vy/ 77 is given by
N Viip(2(1)) o exp(Aleg,, 2(1)). (24)
zo(k, t) For th .
& 4 or the step potential,
\\\ Asiep(Efg> 2(1) = K22(D) (25)
\ with r, = i\k2 — 2m*Vy//i>. Using the WKB method to
N account for the tunneling of the electron through the barrier
NN see figure 4),
N Vs(z,) free e
NN 20(€g2 (1)
\X Awks(Efys 2(1) = j(; K (ei,, 2(2); 2)dz (26)
Ery X 7/
N with K (e, 2(0); 2) = k2 — 2mVs(z, 2(1) /A2 and
\\ \ l z =0 and z = z¢(eg,, z(¢)) the turning points of the under-
N > the-barrier motion of the electron. Neglecting in (23) the

z(t)

////

Figure 4. Illustration of the ion-induced modification of the step
potential used for the surface. The ion, at position z = z(#), creates a
potential barrier V(z, z(f)) through which an electron from the
conduction band can tunnel. The under-the-barrier motion occurs

between the turning points z = 0 and z = Zo(?, t). Approximating
the latter by the black dashed line simplifies the numerical treatment
without losing accuracy below the Fermi energy Er which is the
energy range of interest. The enhancement of the wavefunction for
the metal electron filling in an Auger process the projectile’s 1s shell
at the position of the ion is qualitatively indicated by the solid and
dashed orange lines.

effect, the step potential (7) becomes a potential barrier,

V5(2) = Vs(z, 2(0)0(—2) (22)

with

2 2

e 6‘2

. + — S
lz@) —zl  |z@®) +z| 4@z - z)

as shown in figure 4, through which the surface electron can
tunnel. Following Propst [38] and Penn and Apell [76], we
take this into account by a semiclassical correction to the
electron’s wavefunction using the WKB approximation. The

Vs(z, 2(1) = -

(23)
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image potential of the metal electron—that is, the third term
—20(€k,» 2(t)) can be determined analytically, leading to the
dashed black line in figure 4. By numerical integration, we
then find the adjustment ratio,

Awks(Et,, 2(1))
Audiust(E1pr 2(1) = —2KB R 22000+ 0.1542(), (27
o S 2(0) Asep(Egr 2(1)) d, @D

which depends only weakly on k. Hence, by replacing «, in
equation (25) by

’k‘:z(t) = Aadjust(t) Kz, (28)

we approximately take into account the tunneling-induced
enhancement of the metal electron wavefunction at the pro-
jectile position z(#), as illustrated in figure 4. The assumptions
made in the calculation of (27) hold as long as e, is below
the Fermi energy Ep. This is, however, the case—since the
electron filling the 1s shell in an Auger process originates
from an occupied state of the conduction band of the surface.
In section 4, we will see that the WKB correction brings the
transition rate for Auger neutralization we obtain in very good
agreement with the rate given by Wang et al [46]. It is based
on the work of Lorente and Monreal [51], and has been also
used by others [30, 48]. It is, moreover, in reasonable
agreement with calculations based in part on first principles
for the distances we are interested in [44].
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2.3. Hamiltonian

We now have everything needed to begin the construction of
the Hamiltonian for the processes outlined in figure 1. With
the energy shifts and matrix elements given above it reads

H®) = Y Byum(cocicy +a®)efe; + ex(t)ejcy)

noniny

i I
+ Z wU([)ba ba + /ZZ SkaCEoCI;o'
N i
+ Z qu(t)cqgcq(7
qo
+ Z[(Pooo + Pmo)V;T(t)chCl + H.c.]
k

+ Z[(Pooo + Poyo1) VI?L(’)CglCZ + H.c.]
K
+ %:[(Pom + Porn) V;;T(t)chb{cl + Hc]

+ Z[(Pom + P011)V1?¢(1)Cglbfcz + H.c]
g

+ > [Pooo + Pioo)Viii's

Kikaok'o

tot

X (t)clz,gc0 i1 + H.c.]

+ > [(Poo + Pom)V;,;;,(Z)cglochEgcz + Hec.]
kk's

+ Z[(Pmo + Pol())V;qT(t)C;TCJc;lc, + H.c.]
kg

+ Z[(Pmo + P001)V;ql(t)c;lcgc,;lc2 + H.c.]
%7

+ Y [P0 + Poi) Vg cjiefeg ¢y + Hel,
! (29)

where the fermionic operators c,-”) annihilate (create) an
electron in the level ¢; with the spin as indicated in figure 3.
Likewise the fermionic operators ¢\” and ¢\ annihilate
(create), respectively, an electron with spin ¢ in the conduc-
tion band of the target surface or the continuum of the pro-
jectile. The projection operators as defined in (10) guarantee
that each individual term is projected onto that subspace of
the three-level system representing its physical domain of
applicability. For instance, the term describing Auger neu-
tralization (fifth last term) must contain a factor Pooy + Pigo
because it involves only the positive ion and the ground state
—that is, in the notation of the three-level system, the states
[000) and |100).

An essential aspect of our approach is that it allows one
to treat electronic configurations of the projectile with defects
in their internal energies. More specifically, the numerical
value of the energy level €, depends on the occupancy of the
three-level system. In case €, and ¢, are occupied, €, denotes
an affinity level of either He*(1s2s, 2'So) or He*(1s2s, 23S))
whereas in the case g is empty, ¢, stands for the ionization
level of either He*(1s2s, 2'Sy) or He*(1s2s, 23S,). To switch
between ionization and affinity levels, we introduce two
auxiliary bosons b(" and b(" with energy

wo(t) = 5 o(1) — b (1), (30)

where o = T, | labels the complementary spin orientation of
the electron in the 2s shell of the two configurations between
which the boson is expected to switch. With this trick [64], all
processes encoded in the Hamiltonian conserve energy irre-
spective of whether a negative ion or a metastable config-
uration is involved.

The Hamiltonian (29) is rather involved, but the physical
meaning of the various terms is almost self-explanatory. For
instance, the first term describes the ionization and affinity
levels of the projectile, while the next three denote the aux-
iliary bosons, the continuum of surface states, and the con-
tinuum of the projectile. The following four terms are the
single-electron transfers into and out of the metastable
ionization and affinity levels. Auger neutralization of
the positive ion, direct Auger de-excitation of the metastable
singlet configuration, indirect Auger de-excitation of the
metastable triplet and singlet configurations, and the auto-
detachment of the negative ion are given by the last five
terms. Note that due to the Pauli principle, direct Auger de-
excitation is only possible for the singlet metastable state (see
figures 3 and 2). Hence, it affects only the levels ¢, and &.
Indirect Auger de-excitation, in contrast, is not restricted in
such a way.

Working directly with the Hamiltonian (29) is cumber-
some, because it is not suited for a diagrammatic analysis—
which on the other hand is a powerful tool to derive kinetic
equations as shown by Langreth et al [59-61]. We therefore
rewrite the states making up the projection operators in terms
of pseudo-particle operators ¢, d'and s, defined by

1000) = ef|vac), [011) = d|vac), [100) = s/ |vac),

010) = s5;|vac), [001) = s [vac). 31

Hence, ¢, df, sﬁ, SZTT, and s2T | create, respectively, the positive
ion, the negative ion, the ground state, the triplet metastable
state, and the singlet metastable state. The statistics of the
operators is fixed by the Fermi statistics of the operators ¢,
and physical considerations [64]. Since the positive and
negative ion represented, respectively, by |000) and |011)
contain an odd number of electrons, because of the spin-up
electron always present in the 1s shell, but not explicitly
included in the three-level system (see figure 3), the operators
e and d should be endorsed with Fermi statistics. The
ground state and the metastable configurations, |100), |010),
and |001), on the other hand, carry an even number of elec-
trons. Hence, it is natural to endorse the operators sl(?, sﬂ),

and Sz(? with Bose statistics.

The relation between the operators ¢, ¢;, and ¢, which
are single-electron operators, and the pseudo-particle opera-
tors defined in (31), which create many-electron states—that
is, whole electronic configurations—is found by letting the
former act on the completeness relation (16). The result is

co=co * 1=]000)(100] — [010)(110]

— 1001) (101] + [011) (111, (32)

P ol

e =cf * 1=1100)(000] — [110)(010]

—1101) (001 + |111)(011], (33)
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a=c * 1=]000)(010] + [100)(110]

—1001)(011] — [101)(111], (34)
¢ = ¢ * 1=]010)(000] + |110)(100]

—1011)(001| — [111)(101], (35)
¢ = ¢y * 1=]000)(001] + |100) (101]

+1010) (011] + |110) (111, (36)
¢y =cy * 1=001)(000] + [101)(100]

+1011)(010] + [111)(110], (37)

where the minus signs guarantee the fulfilment of the anti-
commutation relations. Inserting (32)—(37) into (29), carrying
out all projections, and lastly making replacements of the sort
|000) (100|e"s;|, we finally obtain the Anderson—Newns
Hamiltonian in pseudo-particle representation:

H (1) =&l (D8], + Y &0, (1)5),5,
o

+ (e () + €3, (D1dYd + > w,(1)blb,

o

+ _Z EI;OCI;O_C]?” + Z 650(061}.06“70
ko go

+ 2 Vs (e efs,, + Hel
Ko

— > [sgn(0) Vio(Del bjsy ,d +Hel
ko

+ AZ; [V,agzl;/o(t)cg,gsfle i1 + H.c.]
ko ko

+ Z [V,;,;/a(t)cg,asl'rlclzas2l + H.c.]

=y}

kk o
+2 [V,gqo(l)c;ﬂslncmsza + H.c.]

kqo
+ 21V cfysiid + Hel. (38)

q
The physical meaning of the various terms of the Hamiltonian
is now particularly transparent. Consider, for instance, the
fourth last term. It describes Auger neutralization (and its
reverse, which has to be included to make the Hamiltonian
Hermitian) and hence the creation/annihilation of the pro-
jectile ground state and a secondary electron by simulta-
neously annihilating/creating a positive ion and two metal
electrons. Likewise the last term describes autodetachment
(and its reverse)—that is, the creation/annihilation of the
ground state by annihilation/creation of the negative ion due
to creating/annihilating an electron in the continuum of the
projectile. In the next section, we will use this Hamiltonian to
determine the probabilities with which the various projectile
configurations appear and an electron is emitted in the course
of the atom—surface collision.

3. Quantum kinetics
With the electronic configurations of the He projectile enco-
ded in an effective three-level system holding either no, one,

or two electrons with the spin polarizations given in figure 3,
we can now calculate the probability with which an electron is
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Figure 5. Keldysh contour in the complex time domain running
infinitesimally above and below the real-time axis from t = —oo to
t = 400 and back. The time variables ¢ and ¢’ of the contour-ordered
Green functions (39)—(45) and the self-energies associated with them
vary along this contour. To obtain the analytic pieces of these
functions—denoted by less-than, greater-than, and retarded—an
analytic continuation to the real-time axis is performed after the
time-ordering along the contour has been taken into account. This is
equivalent to Keldysh’s matrix notation for the Green functions [77].

emitted via Auger neutralization or the sequence of single-
electron transfers leading to Auger de-excitation or auto-
detachment as shown in figure 1. For that purpose we use the
quantum-kinetic method which rests in our case on the con-
tour-ordered Green functions [77, 78],

E(t, 1) = (T¢ e(t) e (1)), (39)
iS1,@t, 1) = (Te 51,(0) s (1), (40)
iS5, (t, ') = (T¢ 525(1) 55 (")), (41)

iD(t, t") = (T d(t) dT (1)), (42)

iGgo(t, 1) = (Te cgo (1) ¢, (1)), (43)
iGp, (1, 1) = (Te cg, (0 ¢ (1), (44)
iB(t, 1) = (Te by (1) by (1), (45)

where the time variables run over the Keldysh contour shown
in figure 5. The first four functions describe the positive ion,
the ground state, the two metastable states, and the negative
ion, while the last three apply, respectively, to an unbound
electron in the projectile’s continuum, the electrons in the
conduction band of the target surface, and the auxiliary
bosons. The operators making up the Green functions evolve
in time with the full Hamiltonian (38) and the brackets denote
the statistical average with respect to the initial density matrix
describing one-auxiliary-boson states, surface electrons in
thermal equilibrium, and an empty projectile—that is, a
positive ion.

Following the work of Langreth et al [59-61] we use
Dyson equations for these functions to derive a set of
equations for the occurrence probabilities /occupancies of the
bound projectile states—that is, the affinity and ionization
levels. Introducing the self-energies IL.(z, t"), X;,(t, t'),
Yoo (t, t'), and TIu(z, t') for the Green functions iE(z, '),
iS;,(t, 1), iS5, (¢, t'), and iD(t, t'), we obtain (Z = 1 in this
section and the two appendices)

d o e
na(1) = 21m fm dFE<(7, NTIRG, 7)

~2Im f ¥ GFER(, DTISG, 1), (46)
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t ke

Figure 6. Diagrammatic representation of the self-energy due to
Auger neutralization, Zf;lf (¢, t'), entering the Dyson equation for the
ground-state propagator iS; (¢, ¢') in the non-crossing approx-
imation. The dashed and wavy lines are the dressed propagators of
the ground state and positive ion, whereas the solid lines mark the
undressed propagators for surface electrons. Standard diagrammatic
rules [79] can be applied to diagrams of this type if one keeps in
mind that time integrations/variables run over the Keldysh contour
[77, 78]. Details can be found in our previous work [62—65].

d © _
—n,(t) =2Im d7iSS(F, DR (1, 7
Cnsn=21m [ aisii@ oxfie. 0

lo¢]
—2Im [ disfe DTG 0, (47)
d o _
—n,(t)=2Im diS;S(F, )R (1, 7
o) f_ iS5 03 D)
—2Im f T AR 4, DY, 1), (48)
d o i
—n (t)=2Im diD<(F, HTIR @, 7
(1) j: D@, D1 )
—2Im f dFiDR(t, DS, 1), (49)
—00

for the time evolution of the probabilities n,(f), ny(?), n,(t),
and n_(¢t) with which, respectively, the positive ion, the
ground state, the two metastable states (c = T denoting the
triplet and o = | the singlet), and the negative ion occur.

Equations (46)—(49) are exact but of course not closed in
terms of the occurrence probabilities. To proceed, we set up
the self-energies in the non-crossing approximation, use the
fact that the matrix elements (17)—(21) factorize approxi-
mately in functions of  and the set of k vectors, and finally
apply the semiclassical approximation to (46)—(49) developed
by Langreth et al [S9-61] which in essence is a saddle-point
integration in time.

In order to get an impression about how the self-energies
look, we show in figure 6 the contribution to the self-energy
Y5 (t, t'), entering the Dyson equation of the ground-state
propagator iS;(t, '), which arises from the Auger neu-
tralization. There are also contributions to X, (#, ¢') due to
direct and indirect Auger de-excitation as well as auto-
detachment. They are given in appendix A together with
the other self-energies entering equations (46)—(49) and
some details concerning their calculation. Using standard
diagrammatic rules [79] the diagram shown in figure 6
translates to

_iEfff(t, ) = _(i)ZAZ V,;];Z;/U(I)Vglgzpo(ﬂ)
kikok'o

X AE(t, 1)iG (¢, 1)iG,, (1, t)iGp, (¢, 1). (50)

The time variables run over the (Keldysh) contour, that is,
from t = —o0o0 to t = 400 and back as shown in figure 5.
Application of the Langreth—Wilkins rules [80] with a sub-
sequent projection to the subspace encoded in the complete-
ness relation (16) yields the analytic pieces of the self-
energies, where the time variables are now taken from the
real-time axis,

AN,2 N — ol * /
ENG = 30 Vi OVE b (@)
kiko k' o

x EX(t, G2, thGZ (1, thGS (', 1),
kil kyo ko

(51)
DI = Y Vi (OVE o (@)
Gk -
R 4 ! ! '
X EX(t, (NG (1, 1GE (1, 1)G 5 (1, 1),
(52)

with the superscripts >, <, and R indicating the less-than,
greater-than, and retarded pieces of the self-energy (50). In
accordance with the non-crossing approximation the surface
electrons are propagated by the undressed Green function,

GE(1,1') = f2(eg,)eot=0), (53)

Only the propagators applying to the ionization and affinity
levels of the projectile, iE(z, '), iS1,(z, '), 1S5, (¢, t’), and
iD(z, t') are modified by self-energies.

Due to the approximate factorization of the time and
momentum dependencies of the matrix elements, it is possible
to express the self-energies by functions arising from the
application of the golden rule to the respective interaction
terms in the Hamiltonian. The physical meaning of the
functions is that of a (partial) level width. Since they even-
tually determine the rates entering the rate equations for the
occurrence probabilities given below, we list the functions—
however, without derivation (which is quite lengthy). An
exemplary calculation is presented in appendix B.

Single-electron processes are characterized by

L (0 =213 Ve, (P8 (5,500 — i), (54)
k
Loy () =273 Vi, (0P8 (62,0 (1) — €5,) (55)
3
while Auger processes are encoded in
Tan(® =21 32 Viiite OF oo (), (56)
Kkok'o
Ipap(t) = 27 Z Vit OF pigro (D), 57
k&'o
Tiapo(1) = 273 [Vigo (OF prgo (), (58)
xq
Tawp = 27TZ:|V4|2 P> (59)
q
with
Piiira® = [ (R~ (Ex,0)f” (€x')
X §(eN (1) — €5 — €ty + ERp)s  (60)
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Piie ) = f(et)f " (i)

X ety (1) — &5 — egp + £17), (61)
Pigoe ) = [T (ex Df7 (€40 (D)
X (el (1) — X0(t) — £y + €40(1)),  (62)
pg = & (eqn) 6(el (1) — &3, (1) — E3,,(1) + £41(1)),
(63)

where on the rhs of the last equation 0 = | or T depending on
whether the negative ion is formed out of He*(1s2s, 2!S,) or
He*(1s2s, 23S;). Note that, in contrast to the other level width
functions, I'a,p does not depend on time, since the matrix
element V; is independent of time and the time dependencies
of the energies in the delta function contained in p, cancel.

To get these expressions, we used the arguments Lan-
greth and Nordlander [59] developed for simplifying self-
energies due to single-electron transfer with the exception that
in the level widths arising from Auger and autodetachment
processes the distribution functions for the surface and con-
tinuum electrons, f<(ez,) and g”(ez1), are not separated out
from the summations in momentum space. The functions
f=(e) and f7(e) = 1 — f=(¢) encode, respectively, initially
occupied and empty states of the conduction band of the
metal. Hence, f<(¢) is the Fermi—Dirac distribution function
at temperature T of the surface. The distribution function for
an electron in the continuum of the projectile g~(s51) = 1 for
€z1 > 0 and equal to zero otherwise.

The saddle-point integration in time uses the fact that the
Green functions lead to self-energies which are strongly peaked
at equal times. In effect, the time variables of the projectile
Green functions (including the ones entering the self-energies)
on the rhs of equations (46)—(49) are set to equal times once the
time integrations are carried out. Identifying less-than functions
at equal times with occurrence probabilities/occupancies and
realizing that retarded functions at equal times are simply equal
to unity in the time intervals where they do not vanish, we
obtain the rate equations

and summing each column of (64), which results in the
nullifying of the rates. Thus, constraint (65) is fulfilled. Also
note, with respect to the diagonal of the coefficient matrix
in (64), the entries in the lower triangle comprise only less-than
rates I'S whereas in the upper triangle only greater-than rates
I~ appear. Besides having no entries of greater Auger rates
TN Tbap > Diap > Tiapy> and 'z the matrix is symmetric.

For the interpretation and numerical solution of (64) we
apply to the rates the adiabatic approximation. The rates
in (64) can then be expressed by the level width functions.
For the single-electron transfers the adiabatic approximation
yields [59]

*

T30 =T (Df2(E5,,(1)), (67)
2 (1) = Te, (DfZ (£2,0(0)) (68)
with Fgm(t) and I} (¢) as defined in (54) and (55) respec-
tively. The Auger and autodetachment transition rates reduce

in the adiabatic approximation simply to the level width
functions given in equations (56)—(59). Hence,

Tan(0) = Tan(0), (69)
I'5ap () = Toap (1), (70)
Tiape(®) = Tiaps (1), (71)

I'zup = Tau- (72)

At this point, one clearly sees that in the derivation of the
level widths due to Auger and autodetachment processes, we
did not factorize out the distribution functions as was the case
in the derivation of the level widths due to single-electron
transfers. As a result, the distribution functions for the metal
electron appear in front of the width functions in (67)
and (68) but not in (69)—(72), where they are contained in the
width functions themselves.

A particular characteristic of the adiabatic rates, in con-
trast to the quantum-kinetic rates coming out directly from the
saddle-point approximation to (46)—(49) as discussed in
appendix A, is that they are positive semidefinite. With the
adiabatic rates, equation (64) can thus be interpreted
straightforwardly: the lower triangle describes the gain of the

—[[T+T7 +T3nl rs N 0 0
n n
n; Iy —[07 415+ Tfaps] 0 rz, 0 ,ﬁ*
d
5 n| = Ff 0 7[FT+F5,T+FI<ADL+FSADL] FiT 0 n (64)
Z; 0 re<, r<, —[[Z;+TZ +Tinl O Zg—
AN by I'ap, +T'bapy I 0

which are, due to the completeness (16), subject to the
constraint

ny +m+n+n +n,=1. (65)
The compliance of (65) can be easily verified by noting
d
E(m_ +n 4+ n 4+ no+ng) =0, (66)
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projectile configurations by the processes entering this part of
the matrix. In terms of figure 1, the lower triangle encodes the
transitions from left to right and from top to bottom, starting
with the positive ion which is the initial configuration. The
diagonal of the matrix gives the losses of the configurations.
In contrast to the lower triangle, the upper triangle describes
indirect gains for the configurations. It encodes the transitions
in figure 1 from right to left. Moving from bottom to top is not
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allowed energetically. Should it have been, the last column of
the matrix would be filled with greater-than Auger rates.

With the rate equation (64) it is now particularly easy to
write down a differential equation for the probability of
emitting a secondary electron. Every process outlined in
figure 1 that leads to the occurrence of the ground state
He(1s2, I'Sy) generates an excited electron (see figure 2).
Thus, the rate equation for the probability to emit a secondary
electron at time ¢ with energy ¢ is

d _ _
e = n(OTanCe, 1) + m(Tiapq(e, 1)

+ ”l(t)[ffAm(E, n+ f‘BADi(e’ ]

+ n_(OT jup(Es 1. (73)
It has the same structure as the rate equation for the ground
state. The spectrally resolved rates T f(s, t) entering this
equation are essentially the ones given in (69)—(72) except
that the integration over the magnitude of the wave vector K
of the excited electron is not carried out and that the condi-
tions for escaping from the surface have to be taken into
account [17]. The reason is the following: an excited electron
becomes a secondary electron only if it is also able to escape
from the location where it is generated. If it is created on-site
due to autodetachment or indirect Auger de-excitation, the
electron has to overcome its image potential V;(z(t)) =
e?/4(z(t) — z;) requiring, in the spirit of the escape cone
model [81], g, > 0 and

0 < 0m(g) = arccos+/ Vi(z(?)) /¢,

—

where 6 is the angle between ¢ and the outward surface
normal. The g-integration in '}, 1ap(e, #) is thus cropped
leading to modified rates which we denote in (73) by
fiuD’ ap(€, 7). In case the electron is generated inside the
solid surface, that is, by Auger neutralization or direct Auger
de-excitation, the escape of the electron is also affected by
scattering processes. Assuming elastic scattering to be most
important, the electron arrives isotropically at the interface
leading to the rates T3\ pap(e, £) = 7(e)'in. pap(E, 1) with

(e

the surface transmission function [17].

(74)

7’(6)2l

75
> (75)

Solving (73), the energy spectrum of the emitted sec-
ondary electron is obtained from
Ye(€) = (e, 1.00), (76)
and the probability that an electron gets emitted at all—that is,
the secondary electron emission coefficient (y—coefficient)—
follows by integration over all energies:

%= [de e 100, (77)

11

In order to compare our results with experiments, we
apply one more modification. Surface scattering experiments
typically occur under conditions of grazing incidence
[16, 35]. The lateral velocity v of the projectile is thus very
large. To account in our calculations for the smearing of the
metal electron’s Fermi—Dirac distribution induced by the
lateral motion of the projectile, in addition to the thermal
smearing of the distribution function due to the surface
temperature 7y, we replaced, for the numerical calculations,
the function £~ (¢) in the formulas given above by an angle-
averaged velocity-shifted distribution [31],

In(1 + e BEFT9-0y _ In(1 + e Pleto+d)

[, v = o

(78)

with ¢ the work function of the surface, 5 = 1/kgT,, and
0 = kgv||, where kg is the surface’s Fermi wave number. From
the projectile’s perspective the velocity smearing populates
surface states above the Fermi energy thereby potentially
strengthening charge-transfer processes from the metal to the
He metastable states, which, due to image shifting, turn out to
be well above the Fermi energy.

Let us finally say a few words about the numerics we
have applied. The calculation of the level widths (54)—(59)
requires at least a two-dimensional integration over the
solid angle of k or g and at worst, in the case of Auger
neutralization, an integration in nine dimensions. In the case
of indirect Auger de-excitation, an additional six-dimensional
numerical integration must be performed over 7 and 7 /, since
the method of lateral Fourier transformation, unlike for the
other channels, does not lead to an analytic result. The inte-
grations are done by a MPI parallelized Monte Carlo Vegas
code [82] for a discrete number of different times. To obtain
the matrix elements at times in between, we used multi-
dimensional-linear interpolation. The same strategy was used
for the additional integrals of the indirect Auger de-excitation.
Because of the multidimensionality, using more advanced
interpolation methods, e.g. splines, would be a difficult
undertaking, not necessarily leading to better results. In
addition, an interpolation of the time-arguments of the
rates (67)—(71) is necessary to solve the rate equation (64).
Here, when interpolating, we take advantage of the fact that
the rates are almost exponential, which greatly improves the
results. To solve the rate equation (64), finally, we employed
the explicit embedded Runge—Kutta Cash—Karp method also
provided by the GNU scientific library. We have put impor-
tance on a reasonable error propagation resulting in a relative
numerical error of the calculated occurrence/occupation
probabilities of less than 10~*.

4. Results
In this section we present numerical results calculated for the

material parameters listed in table 1. We use atomic units
measuring length in Bohr radii and energy in Hartrees. The

7
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Figure 7. Transition rates (67)—(71) entering (64) for a

He*(1s, 12S; /,2) ion hitting an aluminum surface with Eyj, = 60 eV
and angle of incidence o = 15°. The turning point zrp = 2.27 is
indicated by the thin vertical lines. The upper panel shows the rates
for autodetachment I's,p (dotted black) and the Auger processes,
I'Sap, (dashed black ), T'fp; (dash-dotted orange), and I'iyp,

(dash-dotted blue). The latter two turn out to be almost identical, but
this must not always be the case. In addition, I'§y is shown with
(solid blue) and without (dashed blue) WKB correction. Including it
increases 'y by two orders of magnitude, causing it to coincide in
the intervals most relevant for the charge transfer we discuss with the
rates obtained by other means (see figure 8 and discussion in main
text). The lower panel presents the rates due to single-electron
transfer: FT< (dotted orange), FT> (dash-dotted orange), Ff (dashed-

dotted blue), I'< ; (solid orange), T'< | (solid blue), I'* ; (dashed
orange), and I'”. | (dashed blue). The rate Ff is not shown. It is less
than 10~'" and thus negligible.

surface is assumed to be at room temperature, leading to a
thermal broadening of the Fermi—Dirac distribution which is
much less than the velocity-induced smearing. In the calcu-
lations, we therefore used (78) in the limit 7;_0.

We start the discussion with figure 7, where we plot the
transition rates entering the rate equation (64) for a
He'(1s, S, s2) ion hitting an aluminum surface with
Eyin = 60eV and angle of incidence o = 15°. The upper
panel shows the Auger rates whereas the rates due to single-
electron transfer are shown in the lower panel. To demon-
strate the importance of the WKB correction to the Auger
rates, we plot in the upper panel T'55(?) calculated with and
without it. Clearly, the WKB correction to the metal wave-
function has a dramatic effect. It increases T'jx(7) by two
orders of magnitude. A comparison with the results from
other groups, discussed in the next paragraph, indicates that
the WKB correction is essential for producing the correct
order of magnitude. The WKB correction is also important for
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Figure 8. Comparison of the WKB-correct Auger neutralization rate
with the rates obtained by Wang et al [46] and Valdés et al [44]. The
collision parameters are the same as in figure 7, the surface is
Al(100), and the turning point zrp = 2.27 is indicated by the vertical
line. For distances z = 3.5, where we shall find 95% of the reaction
to take place for an angle of incidence of 15°, the agreement is rather
good although the rates have been obtained by different methods
using different approximations. Close to the turning point our rate
(and that of Wang et al) is about a factor of two too large compared
to the rate of Valdés et al, which is based in part on first principles.
As far as our rate is concerned, we take this as an indication that non-
orthogonality corrections (which we neglect) are already sizeable at
7 < 3.5. The percentiles of the reaction change with angle of
incidence. For perpendicular incidence, the 95% line is closer to the
turning point. The neglect of the corrections thus becomes more
important in this case.

indirect Auger de-excitation. Due to lack of data, however,
we cannot compare it with other results. Before discussing the
reliability of the rates, a few general remarks are in order. The
rates for indirect Auger de-excitation and Auger neutraliza-
tion decrease with distance whereas the rate for direct Auger
de-excitation remains almost constant. This is simply because
it is a transition between two ionization levels which shift
more or less identically. In this respect, it resembles the rate
for autodetachment I',p, which is exactly a constant within
our model and moreover independent of the target surface.
Comparing the Auger rates with the rates for single-electron
transfer (plotted in the lower panel) shows that Auger rates
are in general smaller, implying that the latter dominate the
former in situations where both are possible. The spin-
dependence of the rates arises primarily from the energy
difference of the singlet and triplet ionization/affinity levels.
The closer the levels to the vacuum level, the more extended
is the wavefunction of the surface electron taking part in the
process leading to a larger matrix element and hence trans-
ition rate. For the same reason, 1"3,, decreases near the
turning point.

To estimate the quality of our WKB-modified rate for
Auger neutralization we compare it in figure 8 with the rate
given by Wang et al [46]. It is essentially an extension of the
Auger neutralization rate worked out by Lorente and Monreal
[51] to distances z < 2ag and well established [30, 48]. The
agreement for z > zrp = 2.27ap is almost perfect, although
the two rates are obtained by different methods. Additional
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Figure 9. Instantaneous probabilities for electron emission and the occurrence of the various electronic configurations of the He projectile,
which was initially in the Het(1s, 12, /2) configuration, obtained from (64) using the transition rates defined in equations (67)—(68). The
species for which no data are shown do not affect the charge transfer. Their occurrence probabilities are less than 10~ and thus negligible.
The kinetic energy of the initial He™ ion scattering off the different surfaces is Ey, = 50 eV [W(110)], Eyjn, = 25 eV [Cu(100)],

Eyin = 60 eV [Al(100)], and Ey;, = 50 eV [HM]. The turning point zrp = 2.27 is indicated by the thin vertical line in the middle of the plots,
and the inset in the lower right panel provides an enlarged look on the incoming branch in front of the turning point.

support for our rate (and hence also for that of Wang et al)
stems from the comparison with the rate obtained by Valdés
et al [44] using an approach based in part on first principles.
At distances at which Auger neutralization is expected to take
place, there is an astonishingly good agreement between the
three rates, indicating that the three approaches contain the
essential physics operating at these distance. Hence, they
differ only in aspects becoming important at high impact
energies, when the projectile gets closer to the target or may
even penetrate it, as can be seen by the deviations at short
distances. Since the model assumptions are the same for the
other rates we calculate, we expect them also to be of the
correct order of magnitude for z = 2ag—that is, at distances
for which charge-transfer takes place at moderate impact
energies.

Having calculated the transition rates, we can solve the
rate equation for the instantaneous occurrence probabilities
ni(t), ny(t), n (t), n_ (1), and ny(f), applying respectively to
the positive ion, the triplet and singlet metastable state, the
negative ion, and the ground state. Figure 9 shows results for
these quantities for a He*(ls, IS;,,) ion hitting different
surfaces at different angles of incident and different kinetic
energies. The abscissas show the separation of the projectile
from the surface. Starting on the left at a distance z = 40, it
moves along the incoming branch of the trajectory towards
the turning point zrp = 2.27, indicated by the thin vertical
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line, where it is specularly reflected to move back to the
distance z = 40 along the outgoing branch of the trajectory
shown on the right. The kinetic energy of the projectile was
set to Ey, = 50eV [W(110)], Ey, = 25eV [Cu(100)], and
Ey, = 60eV [Al(100)], which are the kinetic energies at
which the electron emission spectra have been determined
experimentally for these metals [30, 35]. Below, we will
compare the calculated spectra with the experimentally
measured ones. We also studied a hypothetical metal, termed
‘HM’, with Eg = 9¢eV and ¢ = 3 eV to make all processes
outlined in figure 1 work in concert for an ion with
Eyin = 50eV and o = 5°. In case of tungsten and copper, the
work functions, ¢ = 5.22eV (tungsten) and ¢ = 5.1eV
(copper), are too large to enable resonant single-electron
transfer into the metastable states He*(1s2s, 2!Sy) and
He*(1s2s, 23S)). Hence, ultimately, only the ground state
He(1s2, I'Sy) becomes occupied via Auger neutralization,
with probability unity for tungsten and near unity for copper.
The ion is thus very efficiently neutralized at both surfaces.
For copper, however, the positive ion has a slim chance to
survive. Its occurrence probability at the end of the collision
ni(t_o0) ~ 0.004. The secondary electron emission prob-
ability, the ~-coefficient, is for both cases around O0.1.
Analyzing the two cases a bit deeper one realizes that the
larger angle of incidence makes the projectile hit the copper
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surface with a much larger perpendicular kinetic energy.
Since the major part of the reaction still takes place for dis-
tances z < 10, the interaction time for copper is much shorter
than for tungsten. This may be the reason for the ion to sur-
vive the collision, albeit only with a very small probability.

For an aluminum surface, the work function is low
enough also to allow the formation of the He*(1s2s, 2°S,)
configuration on the incoming branch of the trajectory. Its
occurrence probability n;(¢) rises to sizeable values around
z = 10 (double-dot-dashed line in the lower left panel of
figure 9). Secondary electron emission due to the indirect
Auger de-excitation it enables is, however, very weak. We
find only one percent of the total emission probability to be
due to this process, consistent with the statement of Wang
et al [46] that it is negligible. As can be seen in the lower left
panel of figure 9, secondary electron emission due to indirect
Auger de-excitation becomes small compared to emission due
to Auger neutralization because its starting point, the meta-
stable states, are most of the time much less probable than the
positive ion, the starting point for Auger neutralization.
Hence, although the rates for indirect Auger de-excitation and
Auger neutralization are of the same order of magnitude,
differing only by a factor two (see figure 7), the efficiency of
the two processes is very different due to the collision
dynamics. Iglesias-Garcia and coworkers [40], in contrast,
report on the importance of single-electron transfer, and hence
the formation of metastable states, for the neutralization of a
helium ion at an aluminum surface. The noticeable temporary
occurrence probability we find for He*(1s2s, 23S;) seems to
support their view. However, its role for the outcome of the
collision process is very sensitive to the position of the Fermi
energy and the shift of the ionization level Zyex1ss2%s))
encoded in equation (5). In our case, we find that, in the end,
He*(1s2s, 2S)) plays a subdominant role. Further investiga-
tions are required to clarify the issue, taking improved models
for the electronic structure of the surface and the polarization-
induced level shifts into account.

The situation we termed ‘HM’ was constructed to
demonstrate the interplay of all channels outlined in figure 1.
For this case, the instantaneous occupancies shown in the
lower right panel of figure 9 and its inset are more involved.
During the approach of the projectile to the surface, both
metastable states—He*(1s2s, 2!Sy) and He*(1s2s, 23S)—
become occupied, enabling thereby direct (from the singlet
configuration) and indirect (from the singlet and triplet con-
figurations) Auger de-excitation, in addition to Auger neu-
tralization. The occurrence probability of the positive ion
drops accordingly. At z =~ 4 before the turning point n,(f)
reaches a local minimum but starts to rise again for a brief
amount of time before it drops to very small values. At the
same time, the probability for He*(1s2s, 2!S,) decreases after
reaching its maximum. Having only an ionization energy of
around Tyer(1ss 25 ~ 3.9 €V, the drop is due to the image-
shift encoded in (2), which pushes the ionization level above
the Fermi energy, thereby turning the weak gain due to single-
electron transfer off and the strong electron loss due to the
process on. In addition, there is a strong loss due to direct
Auger de-excitation. The triplet configuration He*(1s2s, 23S,)

80

is affected similarly, albeit at a later time due to the greater
ionization energy and the lack of strong direct Auger de-
excitation (which is absent because of the Pauli principle).
When the electron transfers from the metastable states back to
the surface via single-electron transfer, the positive ion is
restored. Hence, the occurrence probability for the positive
ion rises again near the surface, allowing for a revival of the
Auger neutralization. As a result, the occurrence probability
ng(f) jumps close to the surface to near unity. The affinity
levels, of course, shift along with the ionization levels. If they
approach the Fermi energy from above, a negative ion
becomes possible. Hence, for a very short time interval, when
the occurrence probabilities for the two metastable config-
urations are already decreasing, a negative ion is formed. It
decays nearly instantly, however, because of single-electron
transfer and autodetachment.

In all four cases depicted in figure 9, the outgoing branch
lacks complex behavior. For the chosen angles of incidence
and kinetic energies, the ground state is always formed very
efficiently along the incoming branch. Since the ground state
is not subject to a loss channel, it cannot be destroyed. The
constraint (65), which has to be satisfied at any instant of
time, ensures then that the other configurations vanish as soon
as the ground state appears with probability near unity. At the
end of the collision, the ground state configuration dominates.
Only for copper do we find a noticeable probability of also
detecting a positive ion in the end. Although the other con-
figurations ultimately have vanishingly small probabilities,
they may nevertheless affect the outcome of the collision by
their presence at intermediate times.

Only those probabilities at the end of the collision are
experimentally accessible. Let us thus investigate their
dependence on impact energy and angle of incidence.
Figure 10 shows, for the same impact energies as in figure 9,
the angle dependence of the probabilities for detecting the
configurations included into our model at the end of the
collision, as well as for emitting an electron. The results for
tungsten and copper are again very similar. At small angles,
essentially only the ground state is formed, because Auger
neutralization is the dominant process. As the angle increases,
the kinetic energy perpendicular to the surface also increases,
lowering thereby the interaction time for all channels. This
leads to a steady increase of the occurrence probability for the
positive ion, although it remains much smaller for all angles
than the probability for the ground state. The ion survival
probability is largest for perpendicular incidence, which is
also most relevant for plasma applications. For tungsten, we
obtain around 0.3, which is two orders of magnitude too large
compared to the experimental data Hagstrum [83] found long
ago. But survival probabilities on the order of 10 are typical
(see for, instance, figure 26 in [14]). Moving the turning point
closer to the surface reduces the survival probability, but not
by two orders of magnitude. It is not possible to push this
number to the correct order of magnitude by simply adjusting
model parameters. We expect the neglect of single-electron
transfer to the 1s shell to be responsible for the too large
survival probability at perpendicular incidence. The impact
energy of the He™(1s, 12S; /) projectile is highest in this case,
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Figure 10. Final probabilities 7, 1., n,, and n; for electron emission and the occurrence of the He(1s, 12S; /5), He(1s%, 1'Sp), and
He*(1s2s, 23S)) configurations as a function of the angle of incidence. The kinetic energy of the helium projectile is Ey;, = 50 eV [W(110)],
Ein = 25eV [Cu(100)], Exi, = 60 eV [AL(100)], and Ey;, = 50 eV [HM]. Only the positive ion, the ground state, and the triplet metastable
state occur at the end of the collision with a noticeable probability. Negative ion and singlet metastable state are only temporarily formed. At
the end of the collision, their occurrence probabilities are vanishingly small.

leading to the closest encounter with the surface, where sin-
gle-electron transfer from core levels may already become
important. To include it is, however, beyond the scope of the
present work. In addition, non-orthogonality corrections to
the Auger rates may also become an issue for perpendicular
incidence.

The final probabilities for aluminum and the hypothetical
metal, shown in the lower two panels, also behave similarly.
The main difference from tungsten and copper is the forma-
tion of the metastable triplet state He*(1s2s, 23S,). This forms
on the incoming branch of the trajectory because the lowering
of the work function enables single-electron transfer into the
metastable state and the shortening of the interaction time
reduces the electron transfer back to the metal which, in
effect, leads to a freezing-in of the metastable state. For the
hypothetical case, the occurrence probability for the meta-
stable triplet state is even larger than that for the positive ion,
indicating that at intermediate times the singlet metastable
state as well as the negative ion state may also have played an
active role in the collision.

We now turn to the energy spectrum of the emitted
electron. In figure 11, we present results based on
equations (73) and (76) together with experimental data for
tungsten from Miiller et al [35] and copper and aluminum
from Lancaster et al [30]. Only the former group gives also an
estimate for the total emission probability—that is, the
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~-coefficient. As far as the data for tungsten are concerned,
we can thus compare absolute numbers. For copper and
aluminum, this is not possible since no value for the y-coef-
ficient was given by the experimentalists. In addition, the area
embraced by the measured emission spectra, which would
give the emission coefficient according to (77), cannot be
used either, because the experimental data are presented in
arbitrary units.

Miiller ez al estimate v5*P = 0.22 for a He'(1s, 12S, )
ion hitting a tungsten surface with Ey;, = 50eV and o = 5°.
We weighted their emission spectrum according to (77) to
match this number. A comparison of the weighted exper-
imental spectrum with our data is shown in figure 11. The
agreement is quite satisfying, particularly as far as the high-
energy side of the spectrum is concerned. The high-energy
cut-off and the maximum of the emission spectrum match
quite well, indicating that our approach may be able to esti-
mate at least the order of magnitude of secondary electron
emission in cases where no experimental data are available.
At low energies, experimental and theoretical data deviate.
The theoretical secondary electron emission coefficient
fyg‘e" = 0.12 is thus roughly only one-half of the experimental
estimate. The reason is the following: we did not include
processes relaxing the energy of the excited electron.
Scattering cascades [29, 38] and higher-order Auger pro-
cesses [36] involving more than two electrons are often
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Figure 11. Energy spectrum of the emitted electron once the collision is completed. The kinetic energy of the initial He™ ion is Eyj, = 50 eV
[W(110)], Exin = 25 eV [Cu(100)], Ey;, = 60 eV [Al(100)], and Ey;, = 50 eV [HM]. The experimental data for tungsten [35] are weighted
to the electron emission coefficient 4g? = 0.22 found experimentally. For the aluminum and copper data [30] this was not possible because
no estimates are given for the -coefficients. The weighting of the experimental data for copper and aluminum was thus performed using the

e

tungsten data, as described in the main text. We then obtain /& ~ 0.19 and 7 ~ 0.18 for copper and aluminum respectively.

attributed for this. Since the physical origin is not yet quite
clear, we did not consider it for the purpose of this work. Our
energy spectrum for the secondary electron leaving the
tungsten surface is entirely due to Auger neutralization; the
other channels of figure 1 are energetically closed. Without
scattering cascades and higher-order Auger processes inclu-
ded, it applies only to the high-energy side of the spectrum.
There, however, the agreement is rather good.

The good match of the theoretical and experimental
emission spectra for tungsten at high energies suggests a way
to scale the data of Lancaster ef al such that they can be
compared to the calculated spectra. An important con-
sequence of the scaling is that we can then also estimate the -
coefficients for copper and aluminum. The ratio
r= yzhe" / 7P of the theoretical and experimental secondary
electron emission coefficients for tungsten is roughly one-half
because of the neglect of scattering cascades and higher-order
Auger processes. Assuming that both types of process are
essentially the same for the metals under discussion, we also
scale the emission spectra of Lancaster ef al in this manner.
Hence, we set f dEn,(E, t_00) / f dEVP(E) = r, where r is
the ratio obtained from the tungsten data. The scaling pro-
vides an absolute scale to the experimental data and hence
also the ~-coefficients.

As can be seen from figure 11, applying the scaling to the
data for copper leads at high energies to a good agreement
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again between the experimental and theoretical emission
spectra. As for tungsten, the high-energy side of the spectrum
is determined largely by Auger neutralization. From the
calculation, we obtain for copper *y;he" = 0.1, producing
7P = 0.19. For aluminum, the matching of the high-energy
tails is not as good. The small work function and the large
Fermi energy lead in this case to a broad spectrum for the
electron emitted by Auger neutralization. In addition, the low
work function enables indirect Auger de-excitation, although
it provides only a small number of secondary electrons
between 15 and 20 eV. For aluminum, our approach yields
'ytehe" = 0.09, a bit lower than for tungsten and copper. The
estimate for the experimental value is thus 77 ~ 0.18. For
aluminum, the theoretically obtained emission spectrum does
not even match the measured data at high energies. In the case
of tungsten and copper, the processes leading to electron
emission at lower energies are well separated from electron
emission due to Auger neutralization. The latter leads to a
maximum at the high-energy side, while the former produces
a flat low-energy shoulder. The experimental data for alu-
minum feature, in contrast, a single asymmetric emission
peak, suggesting that Auger neutralization and the low-energy
processes strongly overlap. It is thus clear that the scaling
deduced from the tungsten data necessarily produces a max-
imum in the experimental data for aluminum which is above
the maximum of the calculated spectrum. In order to achieve
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better agreement between theory and experiment, the mod-
eling has thus also to include the processes leading to electron
emission at low energies. This is, however, beyond the scope
of the present work.

The analysis of the experimental emission spectra indi-
cates that Auger neutralization is by far the most important
process listed in figure 1. In the spectra, we find no features
which could be attributed to Auger de-excitation or auto-
detachment. To demonstrate how these processes may in
principle affect secondary electron emission, we therefore
constructed the hypothetical metal termed ‘HM’. Its second-
ary electron emission spectrum is shown in the lower right
panel of figure 11. With the processes of figure 1 simulta-
neously active, the emission spectrum becomes asymmetric.
Decomposing the spectrum into the contributions originating
from Auger neutralization, direct and indirect Auger de-
excitation, and autodetachment shows that Auger de-excita-
tion is responsible for the steep high-energy cut-off whereas
Auger neutralization gives rise to the low-energy tail of the
emission spectrum. Autodetachment adds only a faint peak
above the main feature. Our model is, however, not able to get
the autodetachment peak at the energy expected from other
studies [67, 68]. This is most probably due to the incomple-
teness of the level shifts. In addition to the shifts induced by
the image interaction, there are contributions arising from the
non-orthogonality of the surface and projectile states. To
include them was, however, also beyond the scope of the
present work.

5. Conclusions

In this work, we have presented a generic quantum-kinetic
approach for calculating the probability with which a sec-
ondary electron arises due to the neutralization of a positive
ion on a surface, as well as the energy with which it emerges.
Focusing on impact energies where the internal potential
energy of the projectile drives the emission, and taking a
He*(1s, 2S; /) ion hitting a metal surface as an example, we
showed that the approach is able to treat the three main
emission channels which may be open in this energy range on
an equal footing: Auger neutralization to the projectile’s
ground state, single-electron transfers to excited (metastable)
states followed either by indirect/direct Auger de-excitation,
in case the states are neutral, or autodetachment in case the
states are negatively charged.

The approach is based on a semiempirical Anderson
—Newns model. It describes the projectile with a time-
dependent few-level system and the target surface with a step
potential. Parameterizing the few-level system and the step
potential by experimental values for the energy levels
involved (work function, Fermi energy, electron affinities,
and ionization energies), and employing models for energy
shifts and approximate wavefunctions of the correct sym-
metry for the calculation of matrix elements, it provides a
flexible tool for describing charge-transferring atom—surface
collisions. It can be applied to any projectile—target combi-
nation. In particular, it is not restricted to ideal surfaces or to a
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particular crystallographic orientation of the surface. Both can
be taken into account by a suitable choice of the work
function and the Fermi energy. To implement an Anderson
—Newns model for a charge-transferring atom—surface col-
lision it is thus necessary (i) to identify the ionization and
affinity levels which may become active in the charge trans-
fer, (ii) to parameterize and furnish the model as described
above, and (iii) to calculate the matrix elements. After the
model is constructed, the analysis of the charge—transfer
proceeds in a canonical manner using the quantum-kinetic
framework of contour-ordered Green functions. An advantage
of the approach is thus that it separates the quantum kinetics
of charge-transfer from the many-body theoretical description
of the non-interacting projectile and target. The latter is
simply encoded in the matrix elements of the model Hamil-
tonian serving as the starting point to the former. Had the
matrix elements been obtained by a different method—for
instance, by an ab initio density functional approach—the
quantum kinetics would be the same.

To model the helium projectile, we constructed an
effective three-level system. It represents the ground state
He(1s?, I'Sy), the singlet and triplet metastable states,
He*(1s2s, 2!Sg) and He*(1s2s, 23S)), and the negative ion
He*~(1s2s%, 225, /). The ionization and affinity levels asso-
ciated with these states shift while the projectile approaches
and retreats from the surface. The energies of the three levels
are thus time-dependent. We mimic these dependencies by
polarization-induced image shifts. At short distances, cor-
rections to the shifts occur due to the non-orthogonality of the
surface and target wavefunctions. Since, in the situations we
have studied, the charge transfer occurs preferentially at
relatively large distances from the surface, we did not include
the corrections in the present work. Discrepancies we found
between calculated and measured data indicate, however, that
they have to be included in the future. The matrix elements
coupling the projectile and the target also depend on time. To
obtain numerical values for these, we approximated the
electron wavefunctions of the surface by the wavefunctions of
the step potential and the electron wavefunctions of the
helium projectile by screened 1s and 2s hydrogen wave-
functions. A comparison with helium and lithium Roothaan
—Hartree-Fock wavefunctions indicated that this approx-
imation, which enables at least in part an analytical treatment
of the matrix elements, is justified. In fact, it turns out that the
rate for Auger neutralization we obtain from the hydrogen-
like wavefunction for the projectile’s 1s shell and the wave-
functions of the step potential is in good agreement with the
rate obtained by an investigation based at least in part on
ab initio methods, if the tunneling of the surface electron
filling the hole in the 1s shell is taken into account semi-
classically with a WKB correction. We included the correc-
tions in the other Auger matrix elements, where tunneling
through the barrier takes place, as well. We thus expect them
also to be of the correct order of magnitude.

Essential for an efficient handling of the few-level system
is the use of projection operators and auxiliary boson(s). The
projection operators allow one to account, within the same
few-level system, for projectile states with different internal
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energies—assigning different energies to the levels depending
on the occupancy and hence the configuration represented—
while the auxiliary boson(s) allow switching between the
configurations as required by the interactions included in the
Hamiltonian without violating energy conservation. For the
helium projectile, two auxiliary bosons are needed. Other
projectiles may require more than two. Applying the techni-
que to the helium projectile enabled us to treat Auger neu-
tralization, Auger de-excitation, and autodetachment on an
equal footing. For the quantum-kinetic analysis of the col-
lision dynamics, the projection operators are rewritten in
terms of pseudo-particle operators. It is then straightforward
—using standard techniques of many-body theory—to set up
the quantum-kinetic approach from which the rate equation is
obtained for the probabilities with which the projectile con-
figurations occur and an electron is emitted in the course of
the collision.

The rate equation follows from a saddle-point approx-
imation to the equations of motion for the occurrence prob-
abilities in the non-crossing approximation, which is
sufficient because we do not expect Kondo-type correlations
to occur on the projectile under typical plasma conditions. In
addition to these approximations, we postulated an approx-
imate factorization of the 7 and k -dependence of the matrix
elements to stabilize and speed-up the numerics. At the
moment, due to the absence of exact expressions for the
transition rates, its validity cannot be verified. However, the
final results for the occurrence probabilities and the secondary
electron emission coefficient compare favorably with mea-
sured data, with differences attributable to physical processes
not included in the modeling, suggesting that the factorization
is not too critical.

The numerical solution of the rate equations showed that
the occurrence probabilities for the projectile configurations
are determined along the incoming branch of the collision
trajectory. On the outgoing branch, they essentially do not
change anymore. This is the case because there is no channel
leading from the ground state He(1s?, 1'Sy) back to any of
the other configurations considered in the model. The angle
dependencies of the final occurrence and electron emission
probabilities show that for perpendicular incidence—the case
most relevant for plasma walls—the projectile has a small
chance of returning as a positive ion after having induced a
secondary electron. However, due to the neglect of single-
electron transfer from deeper lying levels of the surface to the
1s shell, we found the ion survival probability two orders of
magnitude too large compared to experimental values. The ~-
coefficient we obtained is much better. It is only a factor two
too small compared to experimental data (where available).
The discrepancy arises from the neglect of higher-order Auger
processes and/or scattering cascades. That these processes are
important, we deduced from an analysis of the emission
spectra. At high energies, the spectra we obtained compare
favorably with experimental data from different groups,
especially for tungsten. The mismatch is at low energies
where one expects higher-order Auger processes and/or
inelastic scattering cascades to affect the emission spectra.
Using the ratio of the calculated and measured secondary
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electron emission coefficients for tungsten, we tried to
quantify the contribution of the neglected processes to the
secondary electron emission coefficient. We found that they
roughly lead to its doubling. We also used the ratio to scale
the measured emission spectra for copper and aluminum,
which were given in arbitrary units. As a result, we could also
estimate the secondary electron emission coefficient for these
two metals. The results obtained are quite reasonable, indi-
cating that our approach may have the potential not only for
qualitative studies of ion-induced secondary electron emis-
sion, but also for producing quantitative data, giving at least
estimates of the correct order of magnitude. Although we
included all three possible emission channels, for the metals
investigated, Auger neutralization turned out to be always the
dominant one for electron emission—the work functions
being simply too large for an efficient direct/indirect Auger
de-excitation to take place.

For plasma applications, a compact formula for the
secondary electron emission coefficient would be very
useful. It is, however, unlikely to exist due to the com-
plexity of charge-transferring atom—surface collisions and
their non-universality. What could be hoped for instead is a
semiempirical description of the charge-transfer processes,
adjustable to various situations of interest. Based on the
results presented in this work, we identify four main issues
which have to be tackled in order to achieve such a
description, as follows. (i) Non-orthogonality corrections to
the level shifts and Auger rates at short projectile-target
separations should be included. This is particularly impor-
tant for processes involving metastable configurations of the
projectile. (ii) Single-electron transfer from deeper lying
states of the surface to the projectile’s ground state should
be taken into account. This is important for obtaining rea-
listic values for the ion survival probability. (iii) Energy
loss of the escaping electron due to scattering cascades and
higher-order Auger processes should be considered in order
to obtain the energy spectrum of the emitted electron also
correct at low energies. (iv) Accurate, numerically efficient
approximation schemes should be developed for the high-
dimensional integrals defining the transition rates in terms
of the matrix elements.

Additional issues—which we consider, however, less
critical because they can be overcome at the expense of
additional numerical burden, without changing the organiza-
tion of the calculation—are the use of (effective) hydrogen
wavefunctions for the projectile and the potential step for the
surface potential. The former can be replaced by other
wavefunctions of quantum-chemistry; if not available for the
considered projectile they have to be worked out—while the
latter can be replaced by another potential (which most
probably implies, however, a numerical construction of the
surface wavefunctions). Our results suggest, however, that the
gain due to these modifications is most probably small. One
has to address the three main issues to make a significant step
forward.

Not all materials presently used as plasma walls require
the simultaneous inclusion of Auger neutralization, Auger de-
excitation, and autodetachment. But having a formalism
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capable of doing this will enable exploration of the possibility
of engineering the spectrum of the emitted electron by judi-
ciously modifying the surface, opening-up or closing-down
thereby one or the other channel. With this goal in mind, we
have developed the multi-channel approach for calculating
secondary electron emission coefficients and spectra descri-
bed in this work.
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Appendix A. Self-energies

In this appendix, the self-energies from which we calculate
the rates (67)—(72) are listed. The self-energies, implicitly
defined in (46)—(49), are all constructed in the non-crossing
approximation as suggested by Langreth er al [59-61]. It
contains the leading contributions of the second-order (in the
interaction matrix elements) self-energies renormalizing the
Green functions of the projectile. First order corrections are
absent. Vertex renormalizations (diagrams with crossed lines)
are ignored, but they are relevant only in situations where
Kondo-type correlations [84] occur. For surfaces in contact
with a plasma, we do not expect this.

The fermionic self-energies I 4(¢, ¢'), belonging to the
fermionic propagators E (¢, ¢') and D(z, t'), respectively apply
to the empty and doubly filled configurations, that is, the
positive and negative ion. Likewise the bosonic self-energies
Y, (t, t'), belonging to the bosonic propagators S, (z, 1),
apply to the configurations with a single electron—that is, the
ground state and the metastable states. In the expressions to
follow, the sums in the various terms indicate their physical
origin: Sums over k are contributions due to single-electron
transfer; sums over kk’ due to direct Auger de-excitation;
sums over Ec}' due to indirect Auger de-excitation; sums over
g due to autodetachment; and sums over kk»k’ due to Auger
neutralization. Using Langreth—Wilkins rules [80], the
greater-than and less-than self-energies obtained from dia-
grams of the type shown in figure 6 are
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The retarded self-energies, which we also need, can be
obtained from these expressions using the identity

iHR(1, 1) = 0(t — t")[H>(t, ') + H(@, 1')], (A5)
where the minus sign applies to bosons. As explained by
Langreth et al [59-61] by applying (A5) to the self-energies
listed above it has to be kept in mind that retarded
Green functions are of order QO, while less-than and
greater-than Green functions are of order 0", where Q
defined in (16) is the projector accounting for the
completeness of the projectile states. Hence, by construct-
ing the retarded self-energies via (AS) only terms which

ultimately lead to contributions ocQ° should be kept. The
result is
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where the physical origin of the various terms can again be
identified by the type of the sum.

Appendix B. Auger level widths

In this appendix, we indicate the main steps leading to the rate
I'an(®) in equation (64). The other rates in this equation can
be obtained similarly.

As pointed out by Langreth et al [59-61] the essential
step for obtaining (64) is to note that the self-energies are
peaked around the time-diagonal. Hence, the time integrals
in (46)—(49) effectively set the time variables in the Green
functions E(z, t'), D(t, t'), and S,,(z, t')—applying to the
affinity and ionization levels of the projectile—to equal times
(semiclassical approximation). Under the time integral
of (46), for instance, the function iE<(¢, 7) can be replaced by
n_(f), while the function iER (¢, 7) reduces to unity for > 7
and vanishes otherwise. As a result of the semiclassical
approximation, the quantum-kinetic equations (46)—(49)
reduce to (64)—with rates, however, not yet in a form
numerically tractable.

For a numerical treatment of (64), the rates have to be
simplified. Taking Auger neutralization as an example, we
now explain the main steps of the simplification. The Auger
rate initially appearing in (64) follows from the self-
energy (51). It reads

Vi, .
kikak'o

t
In() =2 Re f dF

2.

Riok'o
X fer )< Ei)f” (i)

t
X exp (lf dr(eg) + €kyo — €00 — E?SL(T))).
t
(B1)

O Vi)

20
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Adding an integration over ¢ by inserting the delta function
O(eg) + €k, — €y — €), We rewrite this expression as

t
<y =2 Re f, a7 f S—:;P?N(t, )

t
X exp (1f dr(e — E?XL(T))) (B2)
t
with
PN@ =21 3 Vi OV,
kkle
X 8(Eg| + €k — €kt — €)
X g ) Eraf~ (Efrg), (B3)

a function which can be simplified on noting that the time and
momentum dependencies of the Auger matrix elements
Vikio(®) and Vipp (f) approximately factorize. As for
single-electron transfer processes [59-61], we can thus
approximately write

DAN@, 1) ~ JTAN(O AN, (B4)
where
IN@ =21 Y Vi OF
Rk
X 0(eg + €ty — €kro — €)
X f e )< (€ro)f” (€r0) (BS)

is essentially the level width introduced in (56) except that the
energy ¢ is not yet pinned to £, |- This is accomplished by the
time integration. Indeed, inserting (B4) into (B2) and apply-
ing again a saddle-point approximation, we obtain

<y " - [de AN TAN 7
I'Sn(0) =2 Re fm d7 fzﬂ DAN(HDAN(7)
X exp (ift dr(e — afyi(r)))

~2Re f "o )

X f;—jr exp(if; dr(e — 5?51(7)))

AON
eisy ()

AON
eis (1)

AN
erg ) (F)

r "nr

.
ers ()

:2Reft dF [TAN (OTAN _(7) 6(t — D),

(B6)

where the last line, when the time integration is carried out,
yields T'5x(#) = Tan(?). The main gain numerically is that for
T'an(?) given by (69) it is only necessary to calculate the
squared modulus of the Auger matrix element at the time also
appearing in the rate equation (64) whereas in (B1) the matrix
element has also to be determined for all times past the
actual time.

For single-electron transfer processes, Langreth er al
[59-61] investigated the range of validity of the simplified
rates in great detail. It depends on a number of conditions
which are almost never rigorously satisfied. The original rates
dropping out from equations (46)—(49) are, however,
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numerically too expensive to handle. From a practical point of
view, the simplification described in this appendix seems to
be unavoidable in producing numerical data. It has to be
applied to all the rates of equation (64).
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