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First-principles calculation of charge transfer at surfaces: The case of core-excited Ar*(2p5,124s)
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We present an ab initio scheme for the calculation of the resonant charge transfer of electrons at surfaces.
The electron initially resides in a bound resonance, i.e., appearing below the vacuum level, associated with a
core-excited adsorbate. Our treatment is based on first-principles density-functional calculations of this initial
situation using finite slabs. These results are combined with bulk calculations of the substrate material to obtain
the Hamiltonian of the semi-infinite system in which the electron evolves. Therefore, we include a realistic
description of the electronic structure of both subsystems, substrate and adsorbate, and the interaction between
them. The surface Green’s function is then computed using the transfer matrix method and projected onto a
wave packet localized in the adsorbate. The width and energy of the resonance can be obtained from an
analysis of the projected Green’s function, and the charge transfer time can be estimated. The calculated width
is independent of the wave packet used for the projection, at least as far as there are not several overlapping
resonances at neighboring energies. Alternatively, one can directly calculate the time evolution of the popula-
tion of the initial wave packet. Both alternatives are presented and compared. Our first-principles calculations
are based on periodic arrangements of adsorbates on the surface. With an appropriate average of the k resolved
results, one can extrapolate to the limit of an isolated adsorbate. We discuss several possibilities to do this. As
an application, we focus on the case of the 4s bound resonance of a core-excited Ar*(2p§,124s) adsorbate on
Ru(0001), for which there are extensive experimental studies. The calculated values and trends are in good

agreement with the experimental observations.
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I. INTRODUCTION

Charge exchange and charge transfer are at the basis of
the chemical bond in the ground state. In electronically ex-
cited states, charge transfer frequently controls the time of
localization of a specific excitation, and therefore the reac-
tivity of such an excited state. Bonding of molecules to sur-
faces strongly influences their reactivity, both in the ground
and in excited states. The experimental finding that the effi-
ciency of electronic excitations to induce reactions is
strongly influenced by bonding to a surface! can be traced
back to the transfer of charge and energy to and from the
substrate. It is therefore of paramount importance to get di-
rect access to the time scale of charge transfer at surfaces
under well-controlled conditions. The experimental results
about the changes of photochemistry of molecules by bond-
ing them to a surface, which have been acquired over
decades,?™ have clearly shown that these time scales must be
very short, i.e., below or around 1 fs or at most some fem-
toseconds for chemically interesting species. Direct measure-
ments of many processes in surface dynamics, including
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charge and energy transfer processes, have been done with
laser pump-probe techniques;®™ they have been very suc-
cessful in the determination and understanding of surface
and image state lifetimes and of energy redistribution
processes, 12 albeit mostly in the range of tens to hundreds
of femtoseconds. The time range of interest for charge trans-
fer in weakly to strongly interacting adsorbate systems—
from a few femtoseconds down to a fraction of a
femtosecond—is being conquered at present by laser
techniques'3 as well, and one can envisage that soon direct
results will be available with all the advantages of these
methods.

Here, we are concerned with an alternative method which
has no difficulties in this time range, although it is somewhat
more limited in applicability and measures somewhat differ-
ent processes. This is the so-called core-hole-clock method
which consists in using the lifetime of a certain core hole of
an atom—which, in many cases, is in the low femtosecond
range—as a time standard. Recording the decay spectra of a
resonantly excited core-hole state of an atom bound to a
surface leads to two separable sets of spectra: one of them
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corresponds to decay before and the other after the initially
excited electron has been transferred into the substrate. The
ratio of the integrals of these peaks, i.e., the branching ratio
of these two competing processes, gives the ratio between
the time scales of the charge transfer and the core-hole decay
processes.'*~1 Since the core-hole decay time is usually
quite well known, the charge transfer time can be extracted.
This approach is particularly powerful when used with
narrow-band excitation, i.e., with bandwidths of the exciting
radiation which are below the lifetime width of the core hole,
the so-called Auger-resonant Raman conditions.!” The
method measures the charge transfer of an excited electron
localized on a single atom with a core hole, which can even
be selected in the presence of other atoms of the same kind
(e.g., first monolayer species against second or higher mono-
layers). The core hole and the strong localization of the ini-
tial state on an atom conceivably may lead to differences
compared to laser results concerned with extended orbitals
(see also below). Using this method, even the variation of the
charge transfer time with varied excitation energy, i.e., with
the different number and character of available electronic
final states in the substrate as a function of the energy, can be
measured. A number of well-defined systems have been stud-
ied in the past years.!*!>18-20 Since the branching ratio de-
scribed can usually be recorded confidently from 10:1 to
1:10 (with ratio 1:1 corresponding to core-hole decay and
charge transfer having the same time constant), the acces-
sible processes are determined by the absolute value of the
core-hole lifetime. Thus, by using very fast Coster-Kronig
decay processes, it has been possible recently to push the
measured charge transfer time into the attosecond range as
necessary for a strongly chemisorbed species.?!

In particular, a systematic set of data has been measured
for adsorbed argon atoms on various substrates and with
varying coupling strengths using layers of argon and xenon
as spacers.”?? Adsorbed Ar atoms are a particularly well
suited system because their p*? level (at about 245 eV) lies
in a very well suited energy range and its strong and well
separable two sets of decay spectra (we emphasize that, as
the initial state of decay is the core-excited Ar atom—see the
treatment below—a proper comparison with, e.g., laser mea-
surements would be adsorbed K, the core-equivalent atom).
One intriguing aspect of the data was that in several cases,
the charge transfer time increased when the energy of the
photons used for the initial excitation was increased. In a
simplified model, this corresponds to shifting the position of
the excited level to higher energies, i.e., closer to the vacuum
level.!82022 This is contrary to expectation from a simple
tunneling picture as for it the tunneling rate should exponen-
tially increase with decreasing barrier height. Therefore, it
became clear that the band structure of the substrate receiv-
ing the charge is of importance. Theoretical modeling of the
latter as well as of the entire process should then lead to
improved understanding of the charge transfer process. Since
the most complete set of data had been accumulated for Ar
on the close-packed Ru(0001) surface,'®?° we have decided
to try to tackle this system. In what follows, we describe a
calculation of the charge transfer time from a bound 4s reso-
nance in an adsorbed core-ionized Ar on Ru(0001) using
first-principles methods.
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In order to present the details of our calculational method,
let us start by considering the time evolution of an electron
which has been promoted to a well-defined excited state W,
with energy ez, of a certain “small” system adsorbed on a
metallic substrate. Small here means that the system is de-

scribed by a Hamiltonian H 4 with a discrete spectrum of
bound states, such as an atom or a small molecule. On the
other hand, the substrate exhibits a continuum spectrum, de-

scribed by some effective Hamiltonian H 5. In the presence of

a substrate-adatom interaction V, there is a finite probability
that the electron will be transferred into the substrate after a
certain time. Wy becomes then what is usually called a reso-
nance. It does not have any longer a well-defined energy,
since it is not an eigenstate of the combined substrate-

adsorbate system I:IAS:I:IA+I:IS+ V, but its spectral weight
spreads over an energy region of width 7, which is inversely
proportional to the typical charge transfer time.

The time evolution of the electron can be efficiently char-
acterized by the so-called survival amplitude?

A1) = (Wg[W (1)), (1)

with |W)=|¥(r=0)). The probability to find the electron in
the initial state (|Wg)) after some time ¢ is then given by
|A(#)|>. A(t) can be easily expressed in terms of the eigen-

states @, and energies E,, of the combined Hamiltonian H 4S5

A1) = 2, (W] D, )[eEn ()

The Fourier transform of A(z) is proportional to the projec-
tion of the Green’s function on the initial state,

- 1 * .
Alw)=—=1lim 3 [ di|(Wg|d,) e i)l
T 50" n 0

i A i
= (V| G(0)|Vg) = —Grp(w). 3)
77 77
It is quite simple to show that Ggg(w) can be written as?*

[er—w—f(w)+in(w)]!, where

e |V(e)Pple)
de———,
€E-w

e

€min

7w) = 7V(w)|*p(w). (4)

Here, V(e) is the interaction between the adsorbate and a
given state of the substrate with energy €, and p(e€) the sub-
strate density of states. In deducing Eq. (4), we have as-
sumed orthogonality between the resonance and the states of
the substrate and that the sole dependence of the interaction
is on the energy of the final state. The latter assumption is,
however, unnecessary, and the index e can be replaced by a
collection of appropriate quantum numbers. It is usually as-
sumed that the main effect of the interaction with the sub-
strate is just a small shift in the energy position of the reso-
nance and to provide a finite width, =1|V(ez)|*p(€g). In
this case, the decay of the resonance population is purely

exponential |A(t)]>=e™™, with a characteristic lifetime 7
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=%77‘1. However, even when V is a small perturbation, the
behavior can be more complicated depending on the details

of the substrate electronic structure. For example, if V is
roughly energy independent and the resonance is coupled to
a two-dimensional continuum [i.e., p(€) is a constant] such
as, for example, a surface state with parabolic dispersion,
then it can be shown?? that an additional resonance (peak) ey,
always appears below the continuum. This is due to the loga-
rithmic divergence of f(w) when w approaches the bottom of
the band (w— €,,;,), which guarantees that €x=€z+f(€z) has
always a solution with €;<¢,,;,. The consequences of this
and related effects have been recently observed for the
Cu(111) and Ag(111) surfaces: The surface state localizes
around the adatoms, and a clear spectroscopic signal appears
in their neighborhood below the surface band minimum.?>26

In this paper, we aim at a realistic calculation of the reso-
nant transfer of an electron initially residing in an excited
state of an atom adsorbed on a metallic substrate. The pur-
pose is to include in our description (i) all the details of the
electronic structure of the substrate and (ii) an accurate de-
scription of the strength and final-state dependence of the
substrate-adsorbate interaction. We therefore use density-
functional calculations of the combined adsorbate-substrate
system to provide the necessary input for the computation of
Eq. (3). We apply this methodology to the case of an adlayer
of Ar deposited on Ru(0001). This system has been very well
characterized, and there exist high-resolution measurements
of the charge transfer rates using resonant Auger
spectroscopy.'®? In these experiments, an electron is ini-
tially promoted from the 2p inner shell of one of the Ar
atoms into a bound resonance originated from the 4s atomic
state of the same atom. The core-hole decay then proceeds
via an Auger process. As explained in detail in Ref. 20, the
Auger decay can take place before or after the initially ex-
cited electron has been transferred to the substrate, giving
rise to two different signatures in the spectra. The final state,
after the Auger decay, is, in both cases, a doubly ionized
argon atom in the overlayer. The initial state is an isolated
core-excited “impurity” Ar*(2p354s*!) in the Ar overlayer.
Due to the interaction with the core hole, the 4s state of the
Ar* atom forms an impurity level located well within the
energy gap of the Ar layer. This has at least two implications:
(i) the 45 impurity level is well localized on the core-excited
atom and (ii) for a freestanding Ar layer, this level has a
well-defined energy €, and wave function W,,. Point (i) will
facilitate the development of an approximate scheme to per-
form self-consistent density-functional calculations of this
initial situation as described in detail below. Based on point
(ii), we will identify W4, with the resonance wave packet Vg
introduced in the previous paragraph. However, it is impor-
tant to stress that the our final results for the resonance width
and energy are independent of this choice, at least as far as
the wavepacket used to project the Green’s function Wy has
a large overlap with the true wave function of the resonance
as it is the case here.

II. THEORETICAL BACKGROUND

A. Green’s function of the semi-infinite system

In the previous section, we have seen that the dynamics of
a given electronic state can be easily expressed in terms of
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the one-electron Green’s function. We want to make our de-
scription as accurate as possible and, therefore, use first-
principles methods for this calculation. Unfortunately, most
of the standard methods to perform first-principles calcula-
tions of surfaces rely on the use of relatively thin slabs. This
approximation is justified by the assumption that most sur-
face properties converge rapidly with the number of atomic
layers in the slab. Typical examples are, for many systems,
the atomic structure and relaxations of the surface layer, the
adsorption energies of small adsorbates, the electronic den-
sity in the surface region, etc. Other properties, particularly
those dependent on the precise energetic position of the elec-
tronic levels, converge quite slowly and even show oscilla-
tions as a function of the number of layers in the slab. This is
related to the confinement of the electronic states in the di-
rection perpendicular to the slab surfaces, causing the dis-
cretization of the spectrum. For this reason, it is quite diffi-
cult to directly use the electronic eigenfunctions and
eigenvalues obtained from the slab to calculate accurately
the Green’s function in Eq. (3). The typical differences be-
tween the energy positions of the subbands in the slab [SE
~ (m/L)?, with L the thickness of the slab] are larger than or
comparable to the peak widths that we want to resolve in our
calculation (<600 meV corresponding to charge transfer
times =1 fs). In other words, the energy resolution provided
by a slab calculation is insufficient for our purposes. Nied-
feldt et al.?’?® have recently developed a deconvolution
scheme to try to extract the width of the adsorbate energy
levels from the discrete spectrum obtained using density-
functional slab calculations and applied it to Li on different
metallic substrates. Here, we have decided to adopt a differ-
ent approach: to calculate the Green’s function of a truly
semi-infinite system, thus avoiding finite size effects.

Several methodologies have been designed over the years
to try to overcome the limitations of the slab models for
surface calculations. The most powerful is probably the so-
called embedding method developed by Inglesfield.?*=3* The
embedding and other similar methods are designed to per-
form self-consistent calculations in systems where the bulk
periodicity is broken by defects, impurities, surfaces, or in-
terfaces. In practice, however, their implementations can be
cumbersome and, in many cases, they are restricted to deal
with particular geometries that allow performing necessary
simplifications. This has probably prevented their wider ap-
plication to date.

The method that we describe here is certainly related to
many of these schemes, although somewhat simpler. Our
idea is to combine standard density-functional calculations
using finite slabs with the use of recursive methods to obtain
the Green’s function of the surface. The main hypothesis is
that we can use thick enough slabs to obtain a reasonably
good description of the electronic density and potential at the
surface. We thus obtain the electronic Hamiltonian of the
surface region from density-functional calculations using fi-
nite slabs. This information (Hamiltonian matrix elements) is
later combined with that obtained from a bulk calculation of
the substrate material. The use of a basis set localized in real
space is instrumental for this purpose. We thus use a linear
combination of numerical atomic orbitals as a basis set for
our ab initio calculations.’**> The Hamiltonian automatically
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Surface | Bulk

FIG. 1. (Color online) (a) We typically use symmetric slabs in
our ab initio calculations. Surface regions (dashed areas) are de-
fined in such a way that the matrix elements of the Hamiltonian
between them are strictly zero or negligible. This requires the thick-
ness of the slab L to be larger that the interaction range R;,,. (b)
Schematic representation of the partition of the semi-infinite system
in regions having only nearest-neighbor interactions. The system is
divided into a surface region (S), an intermediate region (/), and an
infinite number of identical bulk regions (B;, i=1,...,%). The in-
teractions within the S region (Hgg), some of the interactions in the
I region (Hj;), and the interactions between the S and 7 regions (V)
are obtained from a slab calculation as indicated in (a). The Hppz and
Vpp interactions are obtained from a bulk calculation.

assumes a tight-binding-like form. The matrix elements of
the Hamiltonian and overlap between atoms that are far apart
(beyond R;,,~ 15 A for the system studied here) are strictly
zero, and the infinite system can be divided into groups of
atomic layers (“regions”) that only interact with the nearest-
neighbor groups [see Fig. 1(b)]. The Hamiltonian (and over-
lap) matrix elements within the surface region (S) are ob-
tained from the slab, while those of the inner regions (bulk
regions, B;) are taken from a bulk calculation using similar
parameters. A common energy reference is set by aligning
the Fermi levels of both calculations (this is possible since
we are dealing with metals here; for insulators or semicon-
ductors, the average potential should be aligned instead). An
intermediate region (/) is also defined, where the “character”
of the interactions changes from slablike to bulklike. In par-
ticular, the interactions between the / and S regions and those
of the atoms in 7 closer to the surface are taken from the slab
calculation. The interaction between the I and B, regions and
those of the atoms in / closer to the bulk come from a bulk
calculation. We refer to Fig. 1 and its caption for a detailed
explanation of this partition scheme.
We can now use the recursive relation

> G, k) [Hylk) — 0S;(k)] = & ®)

J

to obtain the Green’s function in the surface region for each
crystalline momentum parallel to the surface plane, k. We
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always use supercells in the lateral directions; Kk is a well-
defined quantum number in our calculations, therefore. We
use the notation proposed by Artacho and Mildns del Bosch3®
for nonorthogonal basis sets. Lower indices correspond to
matrix elements calculated using the original basis orbitals,
while upper indices refer to matrix elements calculated using
the dual basis set. The matrix elements of the Green’s func-
tion are defined here such that

G(rr';wk) = 2 G,k ¢;(k,r) ¢ (kyr'),  (6)

)

where ¢;(k;,r) are the basis functions, Bloch-like combina-
tions of the atomic orbitals ¢,(r) at the atomic positions R,

oik,r) = > e kiRag(r —R,). (7)

Hj(k)) and Sj(k;) are, respectively, the matrix elements of
the Hamiltonian and the overlap matrix in such a basis set.
Using the partition of the system given in Fig. 1, we can
rewrite Eq. (5) as (for simplicity, we drop the k; index for the
time being; we will reintroduce it later in this section)

G (w)Mgs(w) + G(w)M5(w) = &,
GSS(‘U)MSI(‘U) + GSI(CU)MH((U) + GSBI(CU)MBII(CU) =0,
GSI((U)MIBI((U) + GSB]((U)MB]BI(CU) + GSBz(w)MBZBl(w) =0,

G- (w)M B B, (@) + GFr(w)Mp p ()
+ GSB("“)(a))MB(m)Bn(w) =0, (8)

where M,,(w)=H,,~S,,. The last equation in Eq. (8) can
be solved using the transfer matrix scheme,’”*? where we
write GSBo1)(w)=G5Bn(w)T(w) with T the so-called transfer
matrix. The resulting equation is independent of the index n
and can be solved by iteration:®

T(w) = (0Sppr = Vpp)[(Hpp — wSpp)
+ T(@)(V}p — Sk, )17 9)

Hpp and Vpps are, respectively, the interactions within and
between the neighboring bulk regions, as defined in Fig. 1
(Spp are Sgp: are the corresponding overlaps). In order to
converge this iteration, it is necessary to evaluate the Green’s
function outside the real axis. For this, we need to add a
small imaginary part to the energy w+i6. Once T(w) is
known, all the equations in Eq. (8) can be solved and G%5(w)
obtained. Finally, the initial electronic wave packet is ex-
pressed in terms of the Bloch combinations of numerical
atomic orbitals in the surface region,

Wrlky.r) = X cilk) bilk.r), (10)

and the projection of the Green’s function onto this state
gives
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Grr(w.k) =2 i (k) Sk G (w,k))S (k) k),
ikl

(11)

where S;;(k)) is the overlap corresponding to orbitals i and j.
We have recently used a similar approach to compute the
width of the quantum well states of Cs and Na overlayers on
Cu(111), obtaining results in good agreement with the
experiment.*?

B. Charge transfer time

Equation (3) provides the relation between the projected
Green’s function and the time evolution of the initial wave
packet Wg(k,r). We now fit, in an energy range of +4 eV
around the position of the maximum, Ggg(w,k;) with an ex-
pression of the form

A.

Grrlw.k) = 2 m (12)

We typically need between one and three (sometimes more)
different values of A;, €;, and I';, depending on K, to have a
reasonable fit of the Green’s function in the selected energy
range. This is due to the presence of surface states and reso-
nances associated with the ruthenium in addition to the Ar*
resonance that we want to study here. However, it is always
possible to make a clear identification of one of these peaks
with the 4s resonance associated with the Ar* atoms in the
surface. In fact, the energy position of the Ar* resonance can
be usually anticipated from the slab calculation by inspecting
the band structure and analyzing the Mulliken populations**
of the different eigenstates of the slab. Thus, we obtain the
energy position eg(k;) and width I's;(k;) of the resonance as
a function of k;. Indeed, to obtain the physical width of the
level, we have to subtract the small imaginary part added to
the frequency in the calculation of the Green’s function (see
Sec. IT A), I'g(k))=If;(k))=246. In the calculation presented
here, we have used 6=100 meV. The use of this relatively
large value is very convenient since it decreases the compu-
tational time considerably. We have checked that using
smaller values (30 and 10 meV), we get very similar results
for I'x(ky).

The population of the wave packet Wy(k;,r) can now be
assumed to decay exponentially with a time constant (charge
transfer time) 7.7(k;)=g(k)™!. We keep the k; index ex-
plicitly to stress that all our calculations are performed for
periodic supercells along the surface. Therefore, we do not
have an isolated Ar* on the surface, but a periodic array of
them. This will be explained in more detail below when we
will describe the systems for which we have performed the
actual calculations. The real experimental situation corre-
sponds to a very small concentration of excited atoms at a
given time, i.e., we should consider isolated photoexcited
atoms in the argon layer. We can use our data, corresponding
to periodic arrays, to estimate the charge transfer time from
an isolated excited atom. For this purpose, we need to per-
form a proper average of I'(k;) over the whole surface Bril-
louin zone of our supercells. We can do this easily using
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Wannier-like transformations. A well-defined band can al-
ways be described in terms of Bloch-like delocalized wave
functions or alternatively localized wave packets Wg(r):

Wi(kyr) = X e MRy (r - R,),

1
Wi(r) = N—kE Wi(k),r). (13)
I K

Here, Nk” is the number of k points in the supercell Brillouin
zone, and the sum in « runs over a similar number of neigh-
bors consistently with the Born-von Karman boundary
conditions.* We now calculate the survival probability am-
plitude of the localized wave packet,

A1) = (Wit = 0)|Wg(2))

= LZE (Wr(ky,t = 0)|Wr(k),1))
ky K

1 .
~ _22 <q’R(k||)|‘PR(kH)>e_l€R(k”)t€_F(k”)l/2- (14)
ky Kk

Ay/(1r) reflects two different electron dynamics. The decay
into the substrate states is represented by the real exponen-
tials. We also have a term related to the k; dependence of the
energy of the resonance. This term describes an artificial dy-
namics associated with the spurious dispersion of the reso-
nance band, i.e., with the hopping of the excited electron
between neighboring Ar* atoms. For an isolated impurity, the
dispersion of the band should be zero, i.e., €x(k;) should be
independent of k. We, thus, can substitute this by an appro-
priate average €z. We define the survival amplitude for the
isolated wave packet as

—iggt

Aisollt) = 6_22 (W (k) [W (k) ye 4072
kK

iRt

= E SWW(kH)e_F(k”)ﬂz, (15)
Nkn K

where

Sywlk)) = 2 e M Ra(Wi(r)|We(r -Rp).  (16)

From here, we can easily define an effective decay rate for
|A;5,/(1)]?. To first order in 7, we have

1
Ajo(D = 1 - —> Swwlk)T'(k))z, (17)
Kk K
and, thus, we can define
1
Tior= — 2 Syw(k)T (k). (18)
Nku ]

Notice that

235406-5



SANCHEZ-PORTAL, MENZEL, AND ECHENIQUE

1
N_ku% Sww(ky) =1 (19)

if Wg(r) is normalized. The values of I'(k;) are directly ob-
tained from our first-principles calculations. They carry all
the information about the electronic structure of the substrate
and the coupling between the Ar* resonance and the states of
the metal. For example, I'(k;) is zero for regions of the su-
percell Brillouin zone where we have projected band gaps of
the substrate (i.e., no states of the metal substrate available
for decay). It also becomes quite small for regions with a
depleted density of states in the metal. However, we do not
have direct access to the wave function of the “localized”
resonance. For reasonably large supercells, this is not a seri-
ous limitation since the overlap between localized wave
packets Wg(r) in neighboring supercells is very small and
Sww(k))=1. In our case, we have an approximate Syy/(k;)
by the overlap, constructed using 4s orbitals of the excited
Ar atoms Sy 4+(k;) in our periodic slab. In fact, for the 3
X3 and 4 X 4 supercells (see below), this overlap is always
equal to 1 and independent of k;, indicating that there is no
appreciable overlap between the 4s orbitals of Ar* atoms in
neighboring supercells. However, for the smaller 2 X 2 super-
cell, the term Sy« 44+(ky) provides a different weight for dif-
ferent regions of the supercell Brillouin zone: It increases the
relative importance of the region near the origin (I" point) for
the final value of ',

In Eq. (18), we first find the width of the resonance I'(k;)
as a function of k; and then we average it over the supercell
Brillouin zone. Alternatively, we could follow our reasoning
in Eq. (15) and obtain an expression for A;,(f) in terms of
our calculated Green’s functions:

e’}

Ai.ml(t) = e_iERtf dwe_iwtgiml(w)a (20)

—o0

where

i

E SWW(kH)GRR(CU - ER(kH)’kll)' (21)
TV K

g iml(w) =

Therefore, we first analyze the Green’s function calculated
for each k point to obtain ex(k;) (i.e., the position of the main
peak as a function k;). We use these values to fix the zero of
energy (frequency) of the Green’s function as a function of
k; and to perform the average in Eq. (21). I';,,; can now be

obtained from a fit of Re[A,,,(w)] to a Lorentzian profile.
Both methods, the one based on Eq. (18) and that based on
Eq. (21), provide quite similar results. This can be appreci-
ated in data shown in Table I that will be commented on
below in more detail.

Once I';,,; has been calculated, we define the charge trans-
fer time for the isolated excited atom as 7o7=1/T";,.

C. Time evolution of the population of an initial wave packet

In the previous sections, we have described a method to
calculate the surface Green’s function with high energy reso-
lution. This Green’s function can be projected onto a wave
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TABLE 1. Estimated widths of the 4s Ar" resonance as a func-
tion of the distance between an adlayer lattice parameter dp, s,
=2.702 A and the metallic surface dy, a,. As described in the text,
we have used two possible ways to analyze the Green’s function
calculated using a 3 X 3 lateral supercell and Ar layer.

AT 4 (meV) 3 X3 supercell

isol

dryar (A) Method 1 [Eq. (27)] Method 2 [Eq. (21)]
6.0 160 150
5.0 194 174
4.0 176 156
3.5 272 264
3.14 472 554

packet with a large overlap with the wave function of the
resonance that we want to study. Then, the width and energy
of the resonance can be extracted from an analysis of this
projected Green’s function. The calculated results are, to a
high degree, independent of the wave packet used for the
projection.

Alternatively, one can explicitly calculate the time evolu-
tion of the population of a given wave packet initially local-
ized in the surface region. In this case, the results will de-
pend on the selected wave packet. In particular, the wave
packet may contain significant contributions from several
resonances and/or the continuum, and its time evolution can
significantly deviate from a simple exponential decay. How-
ever, in some cases, this calculation may be a better repre-
sentation of some real experimental situations, for example,
when the initial excitation is produced by light pulses of very
short duration (i.e., with very limited energy resolution). One
should stress here that this is not the case for the core-hole-
clock spectroscopy experiments, which are typically per-
formed with highly monochromatic light.?°

We will use Egs. (20) and (21) to calculate the dynamics
of the initial wave packet. However, in order to obtain physi-
cal results, one should take into account the energy of final
states in the substrate. The states below the Fermi energy
(Er) are occupied and should not be available for the propa-
gation of our excited electron. To enforce this restriction, we

introduce an energy cutoff into the function gisol(w) calcu-
lated in Eq. (21). We thus have

Re[Af4(@)]=Re[A;,(w)][1 - f(w)], (22)

where f is the Fermi-Dirac distribution f(w)=(1
+ePEp)=1_ Although physically well motivated, this abrupt
energy cutoff can, at least in principle, introduce spurious
oscillations in the time propagation. This is not the case in
practice: The calculated time evolution is quite independent
of the value given to 8 (we have varied 87! in the range from
25 meV to 1 eV obtaining always very similar results). This
reflects that, in accordance with the experimental situation
that we want to study, our initial wave packet corresponds to
a resonance centered at energies well above Er. Already in
Grr(w,k;), most of the spectral weight corresponds to ener-
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gies above Ep. We can obtain the imaginary part of gfsff](w)
using the relation

isol ’
— w—-w

oo cut !

Im[A% ()] = P f oy R @D] (23)
We finally calculate the time evolution of the population per-
forming a Fourier transformation to the time domain. The
artificial effect introduced by the small imaginary part of the
energy O used to calculate the Green’s function can be effi-
ciently eliminated by multiplying the time evolution by e*¥
(8 is positive).** We thus have

0 isol

Ay(D) = AL (D) = e J doAd(w)e ™. (24)

—00

III. FIRST-PRINCIPLES CALCULATIONS
A. Slab calculations: Ru(0001) and Ar/Ru(0001)

We have performed most of our calculations with the
SIESTA code,**3>47 which uses a basis set of numerical
atomic orbitals and has been specially designed to deal with
large systems. We use the local density approximation
(LDA),*® a supercell-slab geometry, and norm-conserving
pseudopotentials. An 11X 11 k sampling is used for slabs
with 1 X 1 periodicity parallel to the surface, and a consistent
sampling is used for larger supercells. For the geometrical
optimizations, we have used the following basis sets: for Ru,
a double-/ basis (i.e., two different functions or radial
shapes) to represent the Ss states, a single-{ 4d shell, and a
5p polarization shell; for Ar, a double-{ polarized basis set
including a double-{ basis to represent the 3s and 3p states
and a single 3d polarization shell. For the rest of the calcu-
lations (with a fixed geometry) we have supplemented these
basis sets with a 4f shell for Ru, and a double-{ 4s shell and
a single-{ 4p shell for Ar. The radii of the orbitals were fixed
with an energy shift of 100 meV.*-0

Our slabs contain typically between 9 and 11 metal layers
plus a layer of Ar adsorbed both on the top and bottom
surfaces. These thicknesses guarantee that the overlap and
Hamiltonian matrix elements connecting the overlayers at
both sides of the slab are strictly zero with the basis orbitals
used here. In this way, as described in the previous section,
we can unambiguously define those pieces of the Hamil-
tonian and overlap matrices associated with the atoms in
each surface of the slab. The finite size effects associated
with the finite thickness of the slab can affect the value of the
matrix elements of the Hamiltonian in the surface region.
However, we have checked that this effect is very small, and
the calculations based on the slab containing 9 or 11 metal
layers give identical results.

The lattice parameter in the lateral direction is fixed to
that obtained for bulk Ru with our basis set’! to avoid arti-
ficial stresses. Low energy electron diffraction (LEED) data
indicate that Ar on Ru(0001) forms a roughly hexagonal,
buckled layer on Ru(0001). The coverage is 0.5 relative to
Ru, and the vertical Ar-Ru distances range between 3.0 (on
top sites) and 3.3 A.52 The unit cell postulated in Ref. 52
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contains six inequivalent Ar positions and 12 Ru atoms per
substrate layer. Such a large unit cell would make some of
our calculations difficult, particularly those to assess the con-
vergence of the calculated charge transfer rates as a function
of the concentration of excited Ar atoms in the layer. Instead,
we have decided to consider two simplified systems corre-
sponding to Ar coverages of 1 and 0.25, i.e., larger and
smaller than the experimentally observed coverage. We have
used hexagonal Ar layers commensurate with the substrate
with lattice parameters equal to and twice that of Ru. There-
fore, they correspond to 1 X 1 and 2 X 2 periodicities over the
substrate. This approximation simplifies our calculations
considerably and will be justified below, when we will see
that, at least for the experimentally relevant Ru-Ar distance,
the charge transfer time from a 4s resonance bound to an
excited argon atom in the layer is weakly dependent on the
Ar coverage. In fact, both Ar layers with 1 X1 and 2 X2
periodicities lead to an estimation of the charge transfer time
in the range between 1 and 2 fs, in reasonable agreement
with the experiment.?”

We have started by studying the adsorption energies and
geometries of these two Ar layers in Ru(0001). In principle,
one could question such a study due to the lack of the van
der Waals interactions in the current local and semilocal ap-
proximations to the density-functional theory. However, al-
ready more than two decades ago, Lang> showed that the
local density approximation could correctly account for the
adsorption of Ar on simple metal surfaces. Lang suggested
that the interaction between Ar and the surface is dominated
by a weak chemical interaction and thus can be described
within LDA. More recent work>* also showed that LDA can
correctly describe the adsorption energy of Xe on transition
metal surfaces, whereas the generalized gradient approxima-
tion (GGA) typically leads to a severe underestimation of the
binding energies. This supports the idea that the usual over-
estimation of the chemical binding energy by LDA partially
compensates the lack of dispersive interactions in many sys-
tems.

For the compressed 1 X 1 Ar layer, we find that the system
relaxes to a metastable configuration (i.e., the system reduces
its energy with respect to the freestanding 1 X1 Ar layer
although the adsorption energy with respect to the isolated
Ar atom is negative) where the Ar atoms lie 3.14 and 3.33 A
above the Ru surface, respectively, for the on top and hollow
(fec and hep) sites. For the more diluted 2 X2 Ar layer, the
calculated adsorption heights are 2.84, 2.94, and 2.97 A, re-
spectively, for the on top, the fcc, and the hcp configurations.
Thus, our LDA Ru-Ar distances are shorter (by ~10% or
less) than those measured with LEED.>? This observation
agrees with the results of Ref. 54 for the adsorption of Xe on
various transition metal surfaces. Finally, for both Ar cover-
ages, the distance between Ru layers is almost unchanged
after the relaxation, except for the surface layer which suffers
an inward relaxation of ~4% (this is quite similar for the
clean or argon decorated surface). Experimentally, an inward
relaxation of 2% is found for the clean surface; rare gas
adsorption increases this contraction somewhat> but the ef-
fect of an Ar monolayer is very small.>

In our calculations, we have observed that Ar on top sites
is more stable than fcc or hep configurations. This is consis-
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FIG. 2. (Color online) Band structure of the Ru(0001) surface.
The solid lines are the bands of a slab of 11 layers, the vertical
(green) bars represent the projected band structure of the bulk, and
the open symbols show the surface states and resonances. The en-
ergies are referred to the Fermi level.

tent with all detailed LEED determinations,’ >’ as well as
with the theoretical results for Xe on several transition met-
als >* However, the binding energy of Ar on Ru(0001) is
quite small and, therefore, difficult to determine accurately.
In particular, one has to take into account that it can be
severely influenced by the so-called basis set superposition
error (BSSE).>® The BSSE affects to a certain extent all cal-
culations performed using atomic orbitals as a basis set (in
general, all those using basis functions linked to the atomic
positions), unless a fully saturated basis set is used. Since
plane-wave calculations are not affected by the BSSE, we
have repeated some of our calculations using a plane-wave
code. We have used VASP.>”%° The calculational parameters
are similar to those used in Ref. 61, except that we use a
seven layer Ru slab with symmetric Ar adsorption and the
Perdew-Burke-Ernzerhof®®  functional when performing
GGA calculations.®® For the dilute 2 X 2 Ar adlayer, we find
a binding energy of 106 meV (19 meV) and an adsorption
height of 3.09 A (4.16 A) using LDA (GGA) for the on top
sites. The adsorption energy predicted by LDA is in good
agreement with the experimental determination by thermal
desorption (100 meV).%* Our GGA data are also in good
agreement with the calculations of Feibelman,®! who obtains
a Ru-Ar distance of 44 A and an adsorption energy of
24 meV for 1/12 Ar coverage using the PW91-GGA func-
tional. The compressed 1X1 adlayer is bound to the
Ru(0001) surface by 59 meV (~1 meV) at a distance over
the substrate of 3.18 A (4.24 A). However, as mentioned
above, the 1 X 1 adlayer is unstable against the desorption of
Ar as an isolated atom. The ‘“adsorption” energies are
—655 meV (=998 meV).

In the following, we analyze the electronic structure of the
structures obtained from our SIESTA LDA calculations (which
are quite similar to those obtained with VASP). In Fig. 2, we
show the band structure of the clean Ru(0001) surface cal-
culated using our most complete basis set. The surface bands
and surface resonances are marked with solid symbols, and
the projection of the bulk band structure (vertical bars) has
been superimposed to indicate the precise positions of the
projected energy gaps. Surface states and resonances are
identified via Mulliken population analysis** as those which
possess a large weight in the surface layer (more than 40% in
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FIG. 3. (Color online) Band structure of the Ru(0001) surface
covered by (a) a 1 X 1 adlayer and (b) a 2 X2 adlayer of Ar atoms
occupying on top adsorption sites. The dotted lines are the bands of
a slab with 11 layers of Ru and a single adlayer of Ar on each of the
surfaces, while the symbols highlight the bands with a strong
weight in the Ar atoms. The energies are referred to the Fermi level.

this case). While this procedure is not free from ambiguities,
we find that it is a very simple way to identify surface related
electronic features. Our band structure is in good agreement
with that reported in the literature.® An interesting feature of
this band structure is the presence of large projected band
gaps that extend from a few eV above the Fermi energy up to
quite high energies. Of particular importance for our results
will be the projected band gap centered at the I' point.

In Figs. 3(a) and 3(b), we display the band structure of the
Ru(0001) surface covered by Ar adlayers with 1X 1 and 2
X 2 periodicities, with the Ar atoms occupying on top ad-
sorption sites. Again, these band structures have been calcu-
lated with our most complete basis sets for both Ar and Ru.
We can easily recognize the band complex due to the 3p
states of Ar, located in the region centered 6 eV below the
Fermi level. The lowest unoccupied band with Ar character
comes mainly from the 4s states of Ar. The minimum of this
band is located at very similar energies for both adlayers
(4.16 and 4.23 eV above the Fermi level, respectively, for
the 1 X1 and the 2 X2 periodicities). The Ar4s band pre-
sents an almost identical paraboliclike dispersion for both
layers. When the Ar atoms are located in other adsorption
sites, the band structure remains almost unchanged. For ex-
ample, comparing the band structures for fcc and “on top”
adsorption sites, we only find a rigid shift of the Ar bands of
a few tenths of eV to higher energies in the former case. For
the hep adsorption, the band structure is almost identical to
the fcc case. This seems to indicate that this energy shift is
primarily a function of the Ar height over the substrate for a
given Ar coverage.
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FIG. 4. (Color online) Superimposed band structures of the
clean Ru(0001) surface [dotted lines, data in panel (a) also dis-
played in Fig. 2] and of isolated hexagonal layers of Ar (symbols),
with (a) the same lattice parameter as the substrate and (b) twice the
Ru lattice parameter. Two bands of the layers have been high-
lighted: (i) states with more than a 50% weight in the 4s states of Ar
(black circles) and (ii) states with more than a 50% weight in the 4,,
states of Ar (red triangles). )

Due to the relatively large distance between the Ar atoms
and the Ru substrate, and the closed-shell character of Ar, we
can expect the band structures of the adsorbed layers to be
closely related to those of isolated hexagonal Ar layers with
the same lattice parameters. In Fig. 4, we check that this is
indeed the case. Here, we have superimposed the band struc-
tures calculated independently for the clean Ru(0001) sur-
face and for isolated hexagonal layers of Ar with a nearest-
neighbor distances of 2.702 and 5.404 A, similar to those of
the adsorbed layers. The two independent band structures are
aligned so that the top of the 3p band complex is located at
the same energy, relative to the Fermi level, as that for the
combined system. Two bands of the Ar layers have been
highlighted: (i) those states with more than a 50% weight in
the 4s states of Ar and (ii) those states with a weight of more
than 50% in the 4p, states of Ar.

The similarities between Figs. 3 and 4 are evident. The
Ar 3p bands have exactly the same topology and almost the
same width in the case of the isolated and the supported 1
X1 layer. This indicates that, at least for this compressed
layer with the same lateral lattice parameter as the substrate,
the interaction between Ar neighbors (da, o,=2.702 A) is
larger than the interaction between Ar and Ru (dgy.ar
=3.14 A). On the other hand, the 3p bands of the adsorbed
2 X2 adlayer have a width of ~0.7 eV due to the interaction
with the substrate, while such width is as small as ~0.03 eV
for the isolated 2 X 2 layer. Again, this is consistent with the
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distances dg, o, =2.84 A and d, A,=5.404 A.

The most noticeable differences between the band struc-
tures displayed in Figs. 3 and 4 can be found in the unoccu-
pied part of the spectrum. The unoccupied bands are shifted
to higher energies in the case of the deposited Ar layers
relative to the freestanding cases. This is clear in the case of
the lowest unoccupied Ar band (4s band), whose minimum
has been raised by ~1 eV. This shift is larger in the case of
the 4p, band, which in Figs. 4(a) and 4(b) appears only
~1.7 eV above the 4s band, while in Figs. 3(a) and 3(b), it is
found, respectively, at 7.8 and 6.9 eV above the Fermi level
(i.e., ~3.6 and 2.6 eV above the 4s band). These upward
shifts of the conduction bands can be interpreted as a result
of the additional confinement associated with the presence of
the neighboring Ru surface. This effect is accompanied by an
important hybridization between the 4s and 4p, states of Ar.

We can summarize the main observations of this section:
(i) the band structure of Ar/Ru(0001) depends very weakly
on the adsorption site; (ii) the band structures of the sup-
ported and freestanding Ar layers are very similar, although
(iii) the conduction bands of the Ar adlayer suffer shifts to
higher energies due to the extra confinement provided by the
proximity of the Ru substrate and the shift is larger for the
bands derived from the 4p, Ar states; (iv) the position and
dispersion of the Ar 4s band seem to be weakly dependent on
the Ar coverage. Points (i) and (iv) justify our use of ideal-
ized structures for the Ar adlayer with simple unit cells com-
mensurate with the substrate and corresponding to coverages
different from the complex experimental structure.>? In gen-
eral, we find that the positions of the argon levels depend on
the distance between the Ar adlayer and the Ru surface. As
we will see below, this has important consequences for the
behavior of the charge transfer time as a function of the
Ru-Ar distance.

B. Excited Ar atoms

In the experiments that we want to address,”® the
Ar/Ru(0001) system is irradiated with soft x rays with ener-
gies in the range of the resonant transition between the 2p;,
level and the 4s bound resonance of Ar. As a consequence,
some of the Ar atoms in the adlayer are excited to a 2p3/,4s*!
configuration. Our next step is to perform density-functional
calculations that mimic this situation, i.e., some of the Ar
atoms in the layer are substituted by Ar*(2p3,4s*!). From
these self-consistent calculations, we will obtain a corrected
position of the 4s level, including some of the effects of the
electronic relaxation in the excited Ar* atoms and their
neighbors, and the effective LDA Hamiltonian to describe
the charge transfer dynamics from the 4s resonance into the
substrate. Both processes, the excitation and the subsequent
charge transfer to the substrate, take place on a time scale
smaller than that of atomic relaxations. Therefore, in what
follows, the geometries are kept to those obtained for the
ground state of an Ar layer on Ru(0001). Only dg,.a, Will be
changed in the range from 6 to 3.14 A, in order to explore
the effect of this parameter on the charge transfer time.

We perform calculations with different concentrations (x)
of photoexcited Ar* atoms. For this purpose, it is necessary
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FIG. 5. (Color online) Summary of the different systems studied
in this paper. Large (blue) spheres represent ruthenium atoms. Light
gray and dark (red) smaller spheres represent Ar and Ar* atoms,
respectively. The supercell lattice vectors are also depicted. (a) 2
X2 supercell corresponding to an Ar*Ary adlayer (x=1/4). The
distance between the surface and the argon layer dg,_ A, varies be-
tween 3.14 A (equilibrium distance found in the calculations) and
6 A. The lattice parameter within this Ar layer is equal to that of the
Ru surface. An equivalent system with two argon layers was also
studied (not shown). We also calculated a more diluted 2 X 2 system
(b) containing only excited adsorbates [Ru(0001)-(2 X 2)-Ar*]. The
lattice constant within this diluted layer is twice that of the sub-
strate. (c) 3 X 3 supercell (Ar*Arg adlayer, x=1/9). (d) 4 X4 super-
cell (Ar*Ar,5 adlayer, x=1/16).

to construct supercells along the lateral directions. We have
considered sizes up to 4 X4, in units of the surface Ru unit
cell, corresponding to x=1/16 and slabs containing 176 at-
oms. We mostly concentrate on the compressed Ar layer with

S W O o
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FIG. 6. (Color online) (a) “Exact” band structure of an isolated
Ar*Arg layer (da,.,=2.702 A), i.e., containing one photoexcited
atom out of every nine. (b) The same isolated layer calculated using
the frozen 4s approximation. Energies are referred to the top of the
3p Ar complex. (c) Band structure of the Ar*Arg/Ru(0001) com-
bined system using the frozen 4s approximation described here.
Black symbols indicate states with main character on the Ar atoms.
Open symbols are states with primary Ar* 4s character. For (a) and
(b), energies are referred to the top of the 3p Ar complex. For (c),
energies are referred to the Fermi level.

XG(A) 10 6 XS(A)K)

FIG. 7. (a) Density associated with the 4s orbitals of the Ar*
atoms and (b) with the eigenfunction of the 45 Ar* band at I" of an
isolated Ar*Arg layer (da, o,=2.702 A). (c) and (d) show the den-
sity obtained after projecting the 4s Ar* eigenfunctions of the iso-
lated layer at I" and K into the unoccupied states of the combined
Ar*Arg/Ru(0001) system. Crosses represent schematically the po-
sition of the Ar atoms, and stars the position of the Ar* atoms in the
layer. Circles and lines represent the position of the Ru atoms and
Ru planes.

an Ar-Ar distance of 2.702 A, equal to the Ru-Ru distance in
the substrate. However, we also present one set of calcula-
tions for a more diluted system with d, 5,=5.404 A. A sum-
mary of the studied systems can be found in Fig. 5. The Ar*
pseudopotential contains a hole in the 2p5,, level and is quite
similar to that of K. Thus, our calculations assume that the
core-hole lifetime is much longer than the time required for
the relaxation of the valence electrons, which is a reasonable
assumption for a metallic substrate.%

Figure 6(a) shows the self-consistent band structure for an
isolated hexagonal Ar layer with one atom out of every nine
(Ar*Arg, dy, 0, =2.702 A) excited. As expected, the excited
electron remains attached to the Ar* atom, and the 4s reso-
nance forms an impurity level within the band gap of the
layer. The electron density associated with this level at I' is
shown in Fig. 7(b). It deviates from a simple superposition of
45 Ar* orbitals [see panel (a)]. The effect of the Ar neighbors
and the hybridization with the 4p, Ar* states is evident in the
figure. The wave functions of the 4s impurity band will pro-
vide the wave packets Wg(k)) used to project the Green’s
function. This choice will be further justified below.

Notice that, although physically we represent an excited
state, indeed we perform a “ground-state” calculation for a
system containing two species, Ar and Ar*. Unfortunately,
this procedure only works for an isolated layer. For the ad-
sorbed layer, the 45 electron will be transferred into the metal
slab during the self-consistent calculation. Thus, it will fail to
describe our initial configuration where the electron is still
attached to the Ar*. For this reason, we need to make an
approximation: The self-consistent calculation is performed
under the constraint that the electron remains confined to an
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FIG. 8. (a) Imaginary part of
the projected Green’s function
Im[Grg(w. k)] for the 2X2 su-
percell system [see panel (a) in
Fig. 5] and 3.5 A separation be-
tween the Ar*Ar; adlayer (da,
=2.702 A) and the Ru substrate as
a function of k; and the energy
(energies referred to the Fermi en-
ergy). (b) The same for dgy.a,

(C) o0-0d (Ru-Ar) = 3.5 Ang
800 ° m—a d (Ru-Ar) = 6 Ang —
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=6 A. (c) The corresponding val-
ues of I'(k;) as a function of k; in
the supercell Brillouin zone and
(d) as a function of kj, the modu-
lus of k.
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atomiclike 4s state associated with the Ar* atom. The re-
maining electrons are allowed to accommodate to the pres-
ence of the excited adsorbate. We call this the “frozen 4s”
approximation. This is consistent with the notion that the
characteristic time for building up the screening in the metal
is much shorter than the charge transfer time. Indeed, the
screening time is of the order of a few tenths of a femtosec-
ond for typical metallic densities as shown, for example, by
recent time-dependent density-functional calculations.5
More precisely, with N, the total number of electrons in our
symmetric supercell-slab calculation, the electronic density
is constructed as

— (N=2)

p(r) = pgc (1) + pag(r = Ry) + pys(r —=R)
(N~1)12
=2 |D,(0)* + pa(r = Ry) + py(r = Ry),

i=1
(25)

where ®,(r) are the (N,—1)/2 lowest solutions of the Kohn-
Sham-like equations

H™Pp(r)]®,(r) = e®,(r), (26)

pa(r) is the density corresponding to an atomic 4s state of
the Ar* atom populated with one electron, and R, and R; are
the positions of the Ar* atoms in the upper and lower sur-
faces of the slab, respectively. According to Figs. 7(a) and
7(b), the choice of an atomic density for p4(r) is not opti-
mal. However, this approximation already produces very
good results and more sophisticated schemes have not been
pursued here.

Figures 6(b) and 6(c) depict the results of the approximate
calculation for an isolated and adsorbed Ar*Arg layer
(drya,=3.14 A), respectively. Panels (a) and (b) are almost

I
0.3 0.4 0.5

Ikl (Bohr™)

identical, justifying the use of this scheme. In panel (c), we
have identified the bands with main Ar and Ar* content by
means of a Mulliken population analysis.** The bands in (c)
are very similar to a superposition of the band structure of
the surface and the isolated layer, consistent with the rela-
tively weak adsorbate-substrate interaction that can be ex-
pected for noble gases and the results presented in the pre-
vious section. Again, we can see the overall upward shift of
the unoccupied Ar and Ar* states. The minimum of the
4s Ar* band appears at 3.95 eV above the Fermi energy,
which compares reasonably well with the measured 3.4 eV.%°

Finally, we need to check that the wave functions of the
4s Ar* band of the isolated layer are indeed a suitable choice
for the wave packets Wg(k;) used to project the Green’s
function of the supported system. This is justified by the data
in Figs. 7(c) and 7(d). They show, at the I" and K points of
the supercell surface Brillouin zone, the density associated
with the wave packets obtained after projecting Wx(k;) into
the unoccupied states (up to 7 eV above Ey) of the combined
Ar/Ru(0001) system. The supported and freestanding cases
are quite similar. The main differences are a moderate shift
of the density toward the vacuum region and a small hybrid-
ization with the Ru atoms in the surface layer in the former
case. Indeed, only ~20% of the norm of the Wg(k;) wave
packets is lost during the projection process, showing that
they have a large overlap with the wave functions of the true
4s resonance band present in this energy range.

IV. DYNAMICS OF THE 4s Ar* RESONANCE IN
Ar/Ru(0001)

A. Resonance width: dependence on the Ru-Ar distance

In Fig. 8, we show Im[Ggg(w, k)] for two distances be-
tween the overlayer and the surface dy, A, (3.5 and 6 A) and
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a concentration of Ar* atoms of x=1/4. Both sets of data are
dominated by a main peak that can be identified with the
band associated with the 4s resonance of the Ar* atoms. For
the smallest Ru-Ar distance, close to the experimental value,
we also find other peaks associated with surface bands and
resonances of the Ru(0001) surface. This is an indication of
a stronger adsorbate-substrate interaction and hybridization.
One of these surface resonances maps the boundary of the
projected band gap. This surface resonance originates from
the s and p, Ru states and is very similar to the surface state
that appears in the (111) surfaces of the noble metals. In
panels (c) and (d), we show the width of the Ar* resonance
peak obtained following the fitting procedure described in
Sec. I B. The data are calculated along the I'=K,y», Kyyx»
—M,y», and M,,,—T" directions of the supercell Brillouin
zone. Other directions are quite similar due to the hexagonal
symmetry of the system, and I'(k;) can be described as a
function of k, the modulus of k;. This becomes clear in Fig.
8. Following the recipe described in Sec. Il B we can obtain
from these data the effective width of the 4s resonance for an
isolated excited argon atom:

*ge A
| P (2;32 f dkiSygr a5+ (kT (k) (27)
SBZ

where the integration is performed over the supercell Bril-
louin zone (SBZ) and A is the area of the supercell. Notice
that due to the spherical symmetry of the s orbital, the over-
lap Sy« 45+ only depends on k. Furthermore, for supercells
larger than 2 X 2, it becomes identically 1, independent of k.
Figure 8 shows a sharp reduction of I'(k;) for small values of
ky. Near the I' point, the width of the resonance becomes
negligible. This is a clear consequence of the existence of a
band gap in the projected band structure of bulk Ru around I"
(see Fig. 2), in spite of the band folding associated with the
doubling of the periodicity in real space. For small values of
ky, there are fewer bulk states available for decay and they
couple less efficiently to the corresponding levels of the ar-
gon adlayer. The gap eventually disappears for the energy
range of interest when we move away from I', and the peaks
develop a finite width.

Figure 9(a) shows the results of the evaluation of Eq. (27)
as a function of the distance between the adlayer and the
metallic surface for supercells of several sizes (i.e., different
concentrations x of photoexcited Ar* atoms). Surprisingly,
the effective width Fﬁ;} * does not decay monotonously with
dry-ar- This behavior can be understood as the result of two
competing effects with opposite impact in Fﬁf; * as dpyar
increases: (i) the expected decrease of the width of the peaks
I'(k;) as a consequence of the reduction of the interaction
matrix elements between the adlayer and the substrate and
(ii) the shift to lower energies of the resonance when the
Ru-Ar distance is increased. The latter effect can be seen in
detail in Fig. 9(b). The shift is due to the extra confinement
of the 4s Ar* state when the atom approaches the substrate
and is enhanced by the polarization of the metallic
surface.®”%® The presence of this upward shift of the unoc-
cupied states of the deposited argon layer was already
pointed out in the description of our first-principles calcula-
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FIG. 9. (a) Fﬁ;; 4 as a function of the distance between an argon
adlayer with a lattice parameter da, ,=2.702 A and the ruthenium
surface. (b) Position, referred to Ep, of the Ar* 4s resonance band
minimum. (c) Charge transfer time, 7¢p= (l"ﬁf); 41 Circles,
squares, and triangles stand, respectively, for the data obtained us-
ing 2X2,3X3, and 4 X4 supercells (x=1/4,1/9,1/16). The stars
show the data obtained for an argon bilayer using a 2 X2 lateral
supercell. Two situations are studied, with one excited Ar* atom in

the lower and the upper layer, respectively.

tions in the previous section. The shift of the resonance en-
ergy translates into a different impact of the substrate pro-
jected band gap in the final results [since the gap affects
regions of different sizes of the supercell Brillouin zone in
the integral in Eq. (27)]. Thus, effect (i) tends to decrease
Fﬁf; 5 as dpy.a, increases, whereas effect (i) tends to in-
crease it. The complex behavior of the curves arises from
this competition. The two competing effects can also be no-
ticed in the data in Fig. 8(d).

The behavior of the energy and width of the 4s Ar* reso-
nance in Ar/Ru(0001) depicted in Figs. 9(a) and 9(b) is very
similar to that of the model calculation by Gauyacq and
Borisov®® for the Ar/Cu(111) system. They also resemble
the results obtained by Borisov et al.,%” again using a simpli-
fied description of the electronic structure of the substrate,
for the case of alkali atoms on Cu(111). The importance of
the projected band gap in determining the magnitude and
distance dependence of the resonant charge transfer rates was
also pointed out for that system.

Figure 9(a) also shows the convergence of our calcula-
tions of Tﬁ;} % as a function of the lateral size of the super-
cell. For distances in the range 3.0-3.5 A, all the calcula-
tions give similar numbers. However, for larger Ru-Ar
distances, the results obtained with 2 X 2 and 3 X 3 supercells
start to deviate significantly. This is a consequence of the
different position of the minimum of the Ar* 4s band within
the ruthenium projected band gap [see Fig. 9(b)]. For a
Ru-Ar distance of 3.5 A, we have also performed a calcula-
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TABLE II. Calculated charge transfer times (7.7) as a function
of the distance between an Ar adlayer with lattice parameter
darar=2.702 A and the metallic surface dg,_,, using supercells of
different sizes.

7er (fs)

dRu-Ar (A) 2X2 3X3 4X4
6.0 3.14 4.11

5.5 2.11

5.0 1.78 3.39

4.5 1.97

4.0 2.14 3.74

3.5 1.92 2.42 2.51
3.14 1.50 1.39

tion using a larger supercell with 4 X4 periodicity. The re-
sults are almost identical to those obtained with a 3 X3 su-
percell indicating that, at least for this distance, we have a

*
converged value of the Fgf)l o

So far, we have used Eq. (27) to calculate I‘é;; *. How-
ever, at the end of Sec. II B we outlined a different procedure
to obtain the effective width of the isolated resonance from

our periodic calculations. The idea is to extract the width

from an analysis of the function A;,,/(w) [given in Eq. (21)].
In Table I, we can see that both methods give very similar
results. However, we normally prefer the use of Eq. (27)
since it makes it easier to take into account the presence of
other surface states and resonances not directly related to the
Ar* 4s level, in order to extract reliable values of the width,
considering each k; independently.

The charge transfer time can be obtained using the rela-
tion o= (A" #)=!. The data are shown in Fig. 9(c) and in
Table II. Our estimated charge transfer times for the experi-
mentally relevant Ru-Ar distances, using our compressed
model of the Ar layer, range between 1.4 and 2.5 fs. In the
following, we will see that our more diluted Ar layer
[Ru(0001)-(2 X 2)-Ar*] provides a slightly smaller value of
1 fs, due to the shift to lower energies by several tenths of
eV of the Ar*4s resonance. These data are in reasonable
agreement with the experimental value of 1.5 fs at resonance
(varying from 1.2 fs below the resonance to 2.0 fs above it)
obtained using resonant Auger spectroscopy.”’ We should
point out, however, that our calculation only takes into ac-
count the resonant charge transfer as a source of decay for
the 4s Ar* level. Other sources of decay are inelastic pro-
cesses due to electron-electron and electron-phonon scatter-
ing. They typically take place over longer time scales. For
example, in the case of alkali atoms on Cu(111), the inelastic
decay rate due to electron-electron scattering has been esti-
mated to be in the range I',,~15-22 meV.?” Adding this
value to the total width, we get a quite small correction of the
calculated decay times, which are reduced by ~0.1 fs for a
3.5 A separation and ~0.3 fs for 6 A.

In Fig. 9, we also show the data obtained for an argon
bilayer calculated using a 2 X2 supercell. The lower argon
layer is situated at 3.14 A from the Ru(0001) surface and the
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upper at 6.23 A. The corresponding charge transfer times are
1.71 and 4.9 fs. The resonance is shifted by approximately
1.0 eV to lower energies when the excited Ar* is located in
the upper layer with respect to its position when the Ar* lies
in the lower layer. This follows the trend already observed
for the position of the level as a function of the Ru-Ar dis-
tance for the case of just one argon layer. The values ob-
tained for the charge transfer times are also very similar to
those computed for a single layer. This indicates that the
lower argon layer acts mainly as a separator, increasing the
distance between the excited atom and the metallic surface,
when the excited Ar* atom is located in the upper layer. The
observed downward shift of the Ar* 4s level and the increase
of the charge transfer time are consistent with the trends
observed in Ref. 20 when a Xe layer was used as a separator
between Ar and the metallic surface.

B. Resonance width: Dependence on its energy position and
on the Ar coverage

We have seen that the position of the Ar* 4s level relative
to the projected band gap of ruthenium is crucial to deter-
mine its effective width and charge transfer time. Unfortu-
nately, in the calculations presented in Fig. 9, this effect is
entangled with the effect associated with the variation of the
distance between the argon layer and the surface. In Fig.
10(a), we present some data for I ﬁf; * as a function of the
energy position of the Ar*4s resonance at a fixed value of
druar- To perform this study, we shifted the position of the
levels associated with the Ar}Ar layer relative to those of the
Ru substrate. In order to do this, we modified the electronic
Hamiltonian in the following way:

- H,,—AeS,, if p,ve AriAr
a, =1~ wr 1 (28)

" Hy, if u,v & ArrAr.

H,, and S v ATE, respectively, the calculated LDA Hamil-
tonian and the overlap between the atomic orbitals used as a

basis set. H uv is the new Hamiltonian. This procedure as-
sumes that the states of the combined system can be consid-
ered as either mainly Ar or mainly Ru states, which is a
reasonable assumption due to the small coupling between the
argon system and the metallic substrate. In principle, only
the Ar states are shifted in Eq. (28) by Ae, while the inter-
action with the metallic substrate is left unchanged. The pro-
cedure is approximate but allows exploring the effect of the
energy position of the resonance in the charge transfer time.
We can see in Fig. 10(a) a roughly linear decrease of the
width of the Ar* 4s resonance as the level is shifted upward
from its initial position at ~4.16 eV (referred to E). This
behavior is expected due to the existence of a band gap in the
projected band structure of Ru(0001). This effect is consis-
tent with the experimental observation in Ref. 20 that larger
Raman fractions of the Ar*(2p~'4s*!) autoionization process
are obtained by pumping the initially excited electrons to
higher energies across the Ar*4s resonance on
Ar/Ru(0001). According to the usual interpretation of core-
hole-clock spectroscopy data, this leads to larger charge
transfer times for electrons at higher energies. A similar re-
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FIG. 10. (a) I‘f?f; # as a function of the energy, referred to E, of
the Ar* 4s band minimum (at the I" point) for a fixed Ru-Ar dis-
tance of 3.5 A. The levels of the ArfAr layers (d.=2.702 A)
have been shifted with respect to those of the metallic substrate
using Eq. (28). The corresponding charge transfer times 7y are
shown in (b) compared with the experimental data (thick solid line)
from Ref. 20. Circles, squares, and triangles stand, respectively, for
the data obtained using 2X2, 3X3, and 4 X4 supercells (x
=1/4,1/9,1/16). The arrows in panel (b) indicate the position of
the resonance in the experiment (~3.4 eV above Ep) and the cal-
culated Ar* 4s level (~4.1 eV above Ej) for dg,.a=3.5 A.

sult has been found for Ar on Cu(111), Ag(111), and Ni(111)
in Ref. 22. This behavior is very difficult to understand in a
model where the electrons tunnel into a free-electron-like
metal (i.e., with a featureless density of states) through an
energy barrier. However, it can be easily understood from the
reduction of the available phase space due to the presence of
the projected band gap in the electronic structure of the sub-
strate near I'. This is indeed a common feature for all the
metallic surfaces listed above. Thus, a possible explanation
for the experimental observation is as follows. There are
many different adsorption sites for Ar* due to the varying
registry between the Ru substrate and the Ar layer, different
arrangements of the Ar neighbors around a given photoex-
cited Ar*, and the presence of defects in the surface. Each of
these different sites is characterized by a slightly different
binding energy of the Ar* 4s level. As we change the excita-
tion energy, we resonantly excite different Ar* atoms and
obtain a variation of the charge transfer time that maps the
position of the corresponding 4s* level in the projected band
gap. This seems to be consistent with the observation of a
slightly broadened and quite asymmetric?? resonance peaks
in the x-ray absorption spectra of Ar on Cu, Ag, and Ni (111)
surfaces.?> This explanation of the reported change in the
measured charge transfer time with the photon energy was
already proposed by Gauyacq and Borisov in Ref. 68. The
application of this model to the case of Ar on Ru(0001) is
more problematic since the adsorption peaks do not show
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appreciable inhomogeneous broadening in this case. How-
ever, our results seem to indicate that also for Ar/Ru(0001),
the observed variation stems from the energy and momentum
dependence of the final states in the metal. A comparison
between the behavior of the charge transfer times found in
the experiment and in our calculations can be found in Fig.
10(b). Although the calculated and observed positions of the
resonance peak are somewhat different, the charge transfer
time dependence on the electron energy is quite similar in
both cases.

In Fig. 10(a), we can observe that the width has a maxi-
mum for a resonance position around ~3.5 eV. This is not a
signature of the disappearance of the projected band gap that
only closes at ~1.7 eV above Ef. Looking at the band struc-
ture in Fig. 2, we cannot find any clear change in the nature
of the Ru states at this energy that justifies such behavior. To
understand the origin of this behavior, we have to take into
account in more detail the dependence of the width on the
available phase space at a given energy and how this is
modulated by the dependence of the interaction matrix ele-
ments on k. We can explore this using a very simple model.
According to Eq. (4), the width of the level at a given energy
€,, 1s given by

kmax( 545)

FAr*4S(64S) — 472 dhjk| V()

kmin(e4x)

2, (29)

where V,(k;) is the interaction between the wave packet of
the localized resonance and the electronic states in the sub-
strate with a given crystalline momentum k. Due to the pres-
ence of a band gap at I, for a given value of the energy €,
the available values of k; are between a certain k,,;,(€4,) and
a k. (€4) value. Inspecting the band structure of Ru(0001)
in Fig. 2 along the I'-K, for instance, we can find these val-
ues. Therefore, the integration window in Eq. (29) shifts as a
function of €,,. To proceed further, we can simply assume
that the interaction matrix element is proportional to the
overlap between the Ar* 4s orbital and the wave functions of
the substrate,

Vislky) ~ J dr3l/fk”(rn,z)¢4x(l‘)

- l’[/kll(07dRu-Ar) f dr fdze_ik”‘r”ﬁfhs(l')

~ fldgy arki) X ay(ky). (30)

¢4, is the 4s orbital of an excited Ar* atom and ¢,,(k)) its
Fourier transform. f(dg,.ar. k) is a function of the distance
between the Ar atom and the surface and k;, which for small
values of dg,.a, should have a relatively weak dependence on
k. However, for large values of dp,_,, it may be approxi-
mated by

e
Fldgu-arky) = expl— (dry.ar = d) VP — €4 + kj/2m*],
(31)

with ® the surface work function, m* the effective mass of
the Ru bands, and d,, the distance at which the exponential
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FIG. 11. Simple model for the energy dependence of the reso-
nance width. (a) F(k))=k;|da,(k))|>. das(ky) is the Fourier transform
of the 4s pseudoatomic orbital of the Ar* atom used as a basis
function in our calculation. The inset shows k,,, and k,,;, as a
function of the energy (as obtained from the I'-K dispersion of the
ruthenium bands). Panels (b), (c), and (d) show the behavior of
[A™ 45 given by Eq. (32) using different parameters. (b) The solid
line shows the results with f(dry.ar,k))=1; for the dashed line, we
additionally take k,,,,—. (c) and (d) show the results taking
(druar—do)=1 and 2 A, respectively, with ®=5 eV and m*=0.2
(solid lines) and 0.3 (dashed-dotted).

dependence f(dg,.ar»k;) is achieved. Thus, we have

. kmax(54s) —
AT (gy,) o dkik|f(dru-arky) Pask) P, (32)

kmin( €4s)

The factor f(dgy ar.k;) in Eq. (31) reduces very efficiently
the contribution of large values of k; to the integral in Eq.
(32) as the energy €,, moves downward. This explains the
appearance of a maximum in Fig. 10(a). Figure 11 shows the
results of Eq. (32) using several reasonable parameters for
the Ar/Ru(0001) system. There is a clear qualitative agree-
ment with the full calculation.

We now explore the effect of the nearest Ar neighbors
around a given photoexcited Ar* atom. As mentioned above,
most of our calculations have been performed for a simpli-
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FIG. 12. Effect of the neighboring Ar atoms. Solid symbols
correspond to a 2X2 supercell containing only one Ar* atom
[Ru(0001)-(2 X 2)-Ar*, see also Fig. 5]. Open symbols stand for a
Ar*Ar; layer (data also shown in Fig. 9). (a) Fﬁ;} 4 as a function of
the distance between the argon adlayer and the ruthenium surface.
(b) Position of the Ar* 4s resonance band minimum with respect to

o

Ep. (c) Charge transfer time 7¢p=(I"
fied model corresponding to an Ar coverage of one mono-
layer, higher than that suggested by the experimental
results.>? It is, therefore, of crucial importance to check that
our results do not critically depend on the Ar coverage. Fig-
ure 12 compares the results obtained using a 2 X2 lateral
supercell containing either a Ar*Ar; layer or one Ar* atom
[Ru(0001)-(2 X 2)-Ar*, see Fig. 5]. In the latter case, the
Ar*-Ar* distance is twice that of the Ar*-Ar distance in the
former case. There is a downward shift of the 4s resonance,
which is relatively moderate (~0.5 eV) at the experimental
Ru-Ar distances. Thus, one of the main effects of the Ar
neighbors seems to be the confinement of the 4s state of the
Ar* atom, therefore increasing its energy. As a consequence,
for small Ru-Ar separations, the effect of the projected band
gap at I' is smaller and the width is larger than in the case of
larger Ar coverages. However, both curves cross as dpy.a,
increases. This result can be easily explained taking into ac-
count the reduction of the interaction matrix elements as we
move to lower energies [Eq. (31)]. As the binding energy
increases, the Ru states decay faster into the vacuum, and
their overlap with the 4s orbital of the Ar* atom at large
enough distances gets smaller. This effect translates into a
faster decay of the F;f:‘,;; * for the more diluted system. The
experimental coverage of Ar on Ru(0001) is in between the
two situations plotted in Fig. 12.

C. Decay of an initial wave packet

To this point, we have extracted the charge transfer time
of the 4s Ar* resonance from an analysis of the surface
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Green’s function. The width and the energy position of the
different spectral features with an appreciable weight in the
surface region are obtained from this analysis, and one of
them is assigned to the 4s resonance. Alternatively, one
could explore the time dynamics of a given initial wave
packet. Such a calculation can be more appropriate to de-
scribe some experimental situations provided that a suitable
wave packet can be constructed. This is not the case for the
core hole-clock spectroscopy experiments available for the
Ar/Ru(0001) system,'®20 which have been performed with
highly monochromatic light, but it might be the case for
experiments performed using femtosecond or attosecond ex-
citation pulses or, in general, wide-band excitation. In most
cases, the wave packet will contain appreciable contributions
from other resonances or continuum states besides the central
resonance that one wants to study. Consequently, its dynam-
ics will significantly depart from a simple exponential decay.
This is clearly illustrated in Fig. 13(a) where the decay of the
population of a wave packet initially localized in one Ar*
atom in the Ar*Arg/Ru(0001) system is depicted as a func-
tion of dg,_s,- Complex behavior appears in spite of the fact
that the wave packets are constructed using a procedure that
tries to ensure an optimum overlap with the true wave func-
tion of the 4s Ar* resonance. Our localized (Wannier-like)
wave packets are constructed from a linear combination [Eq.
(13)] of k; dependent extended (Bloch-like) wave packets as
those shown in Figs. 7(c) and 7(d). These extended wave
packets are the result of projecting the eigenfunctions of the
4s Ar* impurity band of the isolated argon layer onto the
unoccupied states of the Ar/Ru(0001) system. The projec-
tion is performed in an energy window of 7 eV above E.
The main peak of the 4s resonance appears well within this
energy interval.

Only for the largest values of di, o, We recover in Fig.
13(a) a clear exponential decay. The interaction between the
argon layer and the substrate is small in those cases and our
wave packet, based on the 4s Ar* wavefunction of a free-
standing layer, provides a good approximation for the reso-
nance wave function. For smaller Ru-Ar distances, [AS(¢)[*
contains at least three different contributions. Two of them
are associated with the 4s resonance and represent, respec-
tively, the components of the wave packet with k; within the
Ru projected band gap (notice that k refers here to a k vector
of the lateral supercell, and the projected band gap is found
for the surface unit cell), which decay with time constants of
the order of several tens of femtoseconds, and those compo-
nents outside the projected band gap with decay constants of
the order of one to a few femtoseconds. These two contribu-
tions present a Lorentzian-like shape. The third contribution
appears as a featureless background that extends to lower
energies and takes into account the coupling with the con-
tinuum of Ru bulk states. This wide continuum contribution
decays during the first few femtoseconds. The presence of
the Fermi edge introduces a cutoff in this continuum back-
ground, which then oscillates with a well-defined frequency
corresponding to the Fermi energy.

The curves in Fig. 13(a), at least for the smaller values of
dru-ars present a fast beating caused by the interference be-
tween the main Ar* 4s resonance and the continuum contri-
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FIG. 13. (Color online) (a) Decay of the population (|A;’_‘U’l(t)|2)
of a wave packet initially localized in the Ar* of the
Ar*Arg/Ru(0001) system as a function of the Ru-Ar distance. The
inset shows the convergence of this time evolution as a function of
the Ar* concentration for dg,.a,=3.5 A. (b) Real part of the Fourier
transform of the survival amplitude [~f;gl(a)) in Eq. (22)] as a func-
tion of dry_ar-

bution. The frequency of this beating corresponds to the po-
sition of the 4s peak measured from the Fermi level.”’ This
effect is quite robust with respect to changes of the electronic
temperature defining the sharpness of the Fermi edge. As the
temperature increases, the size of the oscillations decreases
very slowly: for example, the shape of the time evolution
curves is almost identical for values of 8! as different as
1 eV and 25 meV. The beating only disappears for values of
B! of several eV. An interesting question is whether this
beating would be observable experimentally. A definite con-
clusion about this point is quite difficult to obtain for two
main reasons. Firstly, the details of the initial electronic wave
packet and thus of its time evolution depend on the way the
excitation is created, e.g., the duration and spectral width of
the excitation pulse, polarization of the excitation light, etc.
These details, along with the coupling matrix elements be-
tween core and valence states, have to be taken into account
in order to simulate a particular experiment. The second rea-
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son is the presence of inelastic processes, such as electron-
electron scattering, which are not taken into account in our
calculations. These processes are an important decoherence
source once the electron penetrates into the solid and, there-
fore, likely to destroy many of the possible interference ef-
fects in the time evolution.

After the subtraction of the slowly decaying component
(typically 10%-20% of the initial norm), for which the in-
elastic decay channels will be predominant, we can obtain
the characteristic time constants 7y, for the population decay
of our wave packet. To do this, we fit the decay of the
maxima of the curves in Fig. 13(a) to an exponential. The
values are 0.8, 1.0, 1.4, 2.2, and 4.0 fs as the d,_A, increases.
The fitting is rather poor for the smallest separation (dgy.
=3.14 A), pointing to the need of two different functional
shapes to describe the behavior. However, the values of 7y,
are in reasonable agreement with those given by the more
careful approach presented in the previous section.

Figure 13(b) shows the real part of the Fourier transform
of the survival amplitudes of our localized wave packets

[AS“(w)] as a function of dy, s They are clearly dominated
by an asymmetric peak at the energy of the 4s resonance.
The peak becomes narrower and more symmetric as dg,_a, 1S
increased (notice though that these peaks are artificially wid-
ened due to our calculation outside the real axis, see Sec.
II B). Fitting these peaks with a Lorentzian profile, we obtain
the data listed in Table I under the label “Method 2.” As
dru.ar decreases, the contribution from the continuum be-

comes larger as described above.

V. CONCLUSIONS

We have developed a scheme for the study of the resonant
transfer of excited electrons from adsorbates to metal sub-
strates. Our aim is to include a realistic description of the
electronic structure of both the substrate and the adsorbate
and the interaction between them. For this purpose, we use
density-functional calculations of the adsorbate-substrate
system using a slab geometry. The electronic Hamiltonian of
the surface region is extracted, in a tight-binding form, from
this calculation. These results are then combined with those
of a bulk calculation of the substrate material in order to
obtain the Hamiltonian of the semi-infinite system in which
the electron evolves. Using this tight-binding-like Hamil-
tonian, we calculate the Green’s function of the system with
arbitrary energy resolution using recursive methods. In the
present work, we have used the transfer matrix method. The
Green’s function is then projected onto a suitably chosen
wave packet, and the widths and energies of the spectral
features with appreciable weight in the surface area are ob-
tained. These results are, in principle, independent of the
wave packet utilized in the projection process. Using the
projected Green’s function, one can also calculate the dy-
namics of the population of the wave packet which, however,
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depends on the particular wave packet studied. This alterna-
tive can be quite useful to study very broad resonances®! or
to compare with experiments performed with excitation
pulses of very short duration. However, one must analyze
such results with care since the contributions from the con-
tinuum of bulk states or from other surface resonances, dif-
ferent from the studied one, can be significant. All our cal-
culations are performed for periodic arrangements of
adsorbates on the surface. We have discussed several ways to
extrapolate to the limit of an isolated adsorbate using the
appropriate averages of the k; resolved results. Finally, since
we want to focus on the case of core-excited adsorbates, we
have discussed an approximate way to include the effect of
the core hole in our calculation. In fact, we presented a
scheme to approximate our initial state (before charge trans-
fer to the substrate): an electron residing in a bound reso-
nance associated with a core-excited adsorbate on the sur-
face.

As an application, we have studied in detail the 4s bound
resonance of a core-excited Ar*(2p§/124s) atom in the
Ar/Ru(0001) system, for which there are extensive experi-
mental studies using core hole-clock spectroscopy. Our cal-
culated charge transfer times range between 1.0 and 2.5 fs, in
good agreement with the experimental value of 1.5 fs at
resonance. To recover this value, it is instrumental to take
into account the existence of a projected band gap in the
electronic structure of the Ru(0001) substrate near I". We
have carefully analyzed the dependence of the charge trans-
fer rates on the Ru-Ar distance, the energy position of the
resonance, and the distance between the Ar* atom and its Ar
neighbors. The projected band gap plays a fundamental role
to understand all three behaviors. In particular, as already
pointed out by Gauyacq and Borisov for the Ar/Cu(111)
system,%® it provides a simple explanation of the experimen-
tal observation that the charge transfer time can increase
when the electrons are pumped to higher energies by the
initial excitation. Our calculations reproduce this counterin-
tuitive behavior quantitatively.
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