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We have measured resonant-Auger decay following Cl 1s™* excitations in HCl and CHsCl molecules, and

extracted the pseudo-cross sections of different Cl 2p~2 final states. These cross sections show clear

evidence of shake processes as well as contributions of electronic state-lifetime interference (ELI). To
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describe the spectra we developed a fit approach that takes into account ELI contributions and ultrafast
nuclear dynamics in dissociative core-excited states. Using this approach we utilized the ELI
contributions to obtain the intensity ratios of the overlapping states Cl 1s~*4pn/1s~*4po in HCl and Cl

15 *4pe/1s~14pa; in CH3CL The experimental value for HCl is compared with theoretical results showing

www.rsc.org/pccp satisfactory agreement.

1 Introduction

Ultrafast dynamics following core excitation in small isolated
molecules has been extensively studied since the mid 80s in the
soft X-ray energy range. The main experimental means to probe
such phenomena is to study non-radiative decay which is the
dominant decay path for light elements, i.e. the Auger electrons
emitted after resonant excitation from a core shell. In the soft
X-ray range, the lifetime of the intermediate state created is in
the order of a few femtoseconds. During this time the nuclear
wavepacket propagates on the potential energy surfaces (PES) of
the excited states and may lead, in the case of dissociative
potentials, to breaking of the molecular bond prior to electronic
relaxation. A large body of work has evidenced competition
between molecular and atomic de-excitations on different
molecules such as HBr,' HCL,>” H,0,® 0,° and NH;.*°
Recently the use of third-generation synchrotrons and extensive
theoretical work on radiative decays'* have also allowed studying
nuclear dynamics from resonant inelastic X-ray scattering (RIXS)
measurements in the hard X-ray energy range (> 1 keV)'>"* which
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gives access to shorter lifetimes of intermediate states, i.e. 1
femtosecond or less. Complete dissociation does not occur on
such a short timescale; nevertheless, one can observe elongation
of the chemical bond.'*** Some of the measurements in CH,Cl
presented in this paper have been discussed in detail by
Piancastelli et al,"* in particular those concerning nuclear
dynamics upon excitation of Cl 1s — Lowest Unoccupied
Molecular Orbital (LUMO).

In the hard X-ray range, the different intermediate states
overlap quite strongly due to large lifetime broadening. They
can therefore be coherently excited, meaning that the excitation
by the incident photon creates several intermediate states that
can either decay in the same final state or in different ones.
Fig. 1 is a schematic representation of this description, in
which we, firstly, represented by a vertical arrow the coherent
excitation of two different intermediate states: 1s~* core-hole
with one electron promoted to the LUMO, which in this case is
dissociative, and 1s~ " Rydberg, which is a bound state. Secondly,
the electronic relaxation of the core-hole state, in which the excited
electron can remain in the same orbital is also represented. This
process is called the spectator Auger decay and is represented
by gray arrows in Fig. 1. There is also a possibility for the
excited electron to be promoted to another orbital during the
relaxation process. The dashed black line represents a “shake-
down” from a Rydberg orbital to the LUMO, while the dotted
black line represents a ‘“‘shake-up” from the LUMO to the
Rydberg orbital.

When different overlapping intermediate states of the same
symmetry are coherently excited and decay to the same final
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Coherent Excitation

Fig. 1 Schematic representation of ELI in the case of bound and dissociative
intermediate states. The vertical arrow represents the coherent excitation of
two different intermediate states: the dissociative 1s~* LUMO excitation in
which the chemical bond elongates, and a bound 1s~* Ryd excitation. The
molecule can decay by a spectator Auger process (grey arrows) or by shake
processes: a shake-up from 1s~* LUMO to 2p—2 Ryd final state (dotted black
line) or a shake-down from the 1s~*Ryd to 2p~2 LUMO final state (dashed
black line). ELI is caused by the fact that several intermediate states decay
into a same final state.

state, electronic state-lifetime interference (ELI) may occur.
This manifests itself in the line profiles and energy positions
of the peak maxima in the partial cross sections of the different
Cl 2p~? final states. However, the present set-up does not allow
performing experiments at the magic angle (see Section 2)
so that we can only compare relative intensities of the different
contributions; thus we prefer to use throughout this publication
the term of pseudo-cross section rather than partial cross sections.

While the influence of ELI on the energy positions is in
some cases clearly visible, see e.g. HCI below, its influence on
the line profile of the pseudo-cross sections is subtler and
requires detailed analysis. Note that, for dissociative intermediate
states, nuclear dynamics occurring in the excited state has to be
taken into account.

ELI was theoretically predicted long ago, since Fano demon-
strated interference between discrete and continuum states.®
Aberg developed a unified theory for Auger electron emission
taking into account interference terms (both vibrational and
electronic)'” and Cesar et al. elaborated a theoretical description of
this phenomenon using scattering theory in both non-radiative
and radiative decays."® However, only few experimental evidences
of ELI can be found in the literature. Levin et al performed
coincidence measurements after a K-shell excitation in argon,'®
Rubensson et al. performed measurements at the K threshold in
the neon atom®’ and LeBrun et al. studied radiationless reso-
nant scattering in argon.>* In all these experimental papers,
limited experimental resolution did not allow disentangling
the contributions of the intermediate states to one particular
final state.

Recently, ELI has been observed in argon excited at the K-edge,
using the HArd X-ray PhotoEmission Spectroscopy (HAXPES)
set-up at the GALAXIES beamline.?” The results obtained are in
good agreement with the theoretical predictions by Armen et al.**
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Another evidence of ELI in atoms has been demonstrated using
HAXPES at the L-edges of xenon.>* There are even less experi-
mental evidences of ELI in molecules. Kavcic et al. showed a
proof of this interference in HCI using RIXS;*> however, due to
the stricter selection rules for radiative decays than for non-radiative
decays, the observed interference effect was relatively weak.

This work presents the resonant Auger spectra for the
molecules HCl and CH3;Cl measured at the Cl K-edge and
displayed as 2D-maps recorded at different photon energies
tuned with a small step around the Cl 1s -» LUMO resonance
and further beyond the ionization threshold. From these spectra
the pseudo-cross sections for the different Cl 2p~? final states
are derived. For HCI, the pseudo-cross sections show strong
contributions of ELI in terms of energy shifts of the pseudo-
cross section maxima. For CH;Cl, the ELI contributions are
more subtle and can be pinpointed only by simulations taking
into account nuclear dynamics. Importantly, we show that the
ELI contributions can be utilized to disentangle unresolved
states in the absorption spectrum, more precisely: Cl 15~ '4p
intermediate states of different symmetries, namely Cl 1s™ '4po/
4pm in HCI and 1s™ '4pe/4pa, in CH;CL. Due to this finding the
present experimental approach becomes complementary to
symmetry-resolved X-ray absorption spectroscopy, see the review
of Adachi et al.>® and references therein. In the latter method
the disentanglement of the overlapping states with different
symmetries is more direct; however, the method is limited to
linear molecules and has not been applied to spectra in the hard
X-ray regime yet.

Our article is organized as follows: Section 2 gives a description
of the experimental setup and the Auger measurements in HCI
and CH;Cl. Section 3 provides details of the formalism of our
simulations. Our analysis is presented in Section 4 and we give our
conclusions in Section 5.

2 Experimental set-up and results

The measurements presented in this article were performed at
the GALAXIES beamline of the French national synchrotron
SOLEIL.*” This beamline is optimized for an energy range of
2.3-12 keV and has an end-station dedicated to HAXPES. A
complete description of the HAXPES end-station can be found
in Céolin et al.”® Briefly, the linearly polarized light comes from
a U20 undulator, and is monochromatized by a Si(111) double-
crystal set-up. Moreover, the beamline is equipped with a
collimating mirror of two different coatings, used for different
energy regions, and one toroidal mirror to focus the beam onto
the end-station. A hemispherical analyzer EW4000 Scienta is
mounted in order to analyze electrons with a large acceptance
angle. The lens axis of the analyzer is set parallel to the
polarization of the synchrotron radiation. The analyzer
resolution was set to 200 meV for the HCl measurement
and to 150 meV for CH;Cl. The photon bandwidth has been
represented by a Gaussian function of 400 meV full width at
half maximum (FWHM) and the Doppler broadening was
estimated to be 100 meV by assuming that the gas cell is at
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room temperature. Based on these values, the total instrumental
resolution results in 460 meV for HCl and 440 meV for
CH,;ClL. The unique performances of the HAXPES end-station
have allowed evidencing fine phenomena such as atomic
Doppler effect®® or double core-hole simultaneous excitation
and ionization.*®

The process of KLL Auger emission after resonant Cl 1s
excitation can be written as

y+Cl » Cl*(1s7'V') —» CI'2p V) + e (1)

In the following V can either represent the LUMO, which is the
6c orbital for HCI and the 8a; orbital for CH;Cl, or a Rydberg
orbital. Moreover, the prime describes an orbital in the presence
of a Cl 1s™ " core hole while the orbitals without prime are in the
presence of a Cl 2p 2 double core hole. As a consequence
orbitals indicated by V and V' are not orthogonal to each other,
see below. exy; is the resonant KLL Auger electron emitted
during the decay of the K hole and vy is the incoming photon. In
Fig. 2 we show the resonant KLL Auger decay of HCI and CH;Cl
as 2D-maps. The 2D-maps represent the electron kinetic energy
as a function of the incident photon energy and the intensity is
represented by a colorscale. These measurements were carried
out in the kinetic energy range 2350-2400 eV with a 0.05 eV step
for HCI and 0.1 eV step for CH;Cl. The incident photon energy
was varied from 2820 to 2832 eV using steps of 0.1 eV for HCI
and 0.2 eV for CH3Cl. The partial electron yield (PEY) spectra,
obtained by integrating the 2D-maps along the kinetic-energy
axis, are plotted in the upper part of Fig. 2 as a visual aid to
identify the resonances of the intermediate states; for detailed
assignment of these resonances see below.
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Fig. 2 2D-maps of Auger decay in CH3Cl (a) and HCl (b) after resonant
excitation of the Cl K-shell. The kinetic energy of the Auger electron
is plotted as a function of photon energy and the intensity is represented
by a colorscale. The two corresponding PEY spectra are plotted above
the 2D-maps as a more convenient way to show the intermediate-
state resonances. The red lines are the 2p~2(*D)V final states and the
blue lines are the 2p~2('S)V final states. The dotted lines show the
non-linear dispersion of the 2p~2 LUMO final states. A logarithmic
colorscale was used in the case of CHzCl to highlight the different
spectroscopic terms. The solid lines show linearly-dispersive 2p~2 Rydberg
final states.
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In both molecules, the intermediate state 1s~' LUMO is
dissociative. This is known from early RIXS measurements'*"?
and is evidenced in Fig. 2 by the red and blue dotted lines
representing the dispersion curves of the 2p 2 LUMO final
state. The dispersion curves show the position of the Auger line
as a function of photon energy. A characteristic ‘S-shape’,
instead of a linear increase with the photon energy, is the
evidence of nuclear dynamics: across the 1s~' LUMO resonance,
the incident energy is not released entirely by the system in the
form of Auger electron kinetic energy, but part of it is transmitted
to the nuclei of the molecule, causing the elongation and finally
the breaking of the chemical bond.''°Other features, represented
by solid lines in Fig. 2, correspond to the 2p~> Rydberg final states.
They show a linear dispersion with photon energy: as the 15~
Rydberg intermediate states are bound states, the nuclear
wavepacket cannot propagate and all the energy available is
carried by the Auger electron. Above the ionization potential (IP)
- around a photon energy of 2829-2830 eV — there are normal
Auger lines, ie. ionization of a 1s electron followed by KLL
Auger decay. In this case, the Auger decay leads to a doubly
charged ion in the final state and the lines are non-dispersive
because the excess of incident energy goes into the kinetic
energy of the photoelectron. Finally, around the threshold,
one can observe post-collision interaction (PCI) effect, i.e. the
three-body interaction between the slow photoelectron, the fast
Auger electron and the ion. Here, PCI is observed as an
exchange of energy between the Auger electron and the photo-
electron, which distorts the energy distribution and shifts the
Auger electron to higher energies close to threshold and may
lead to a recapture of the photoelectron onto a Rydberg orbital,
see for instance the 2p~*('D)4po/r line for HCI in Fig. 2b. Note,
that we use LS-coupling for the 2p~ > parent states since for
third-row elements like Cl the spin—-orbit interaction is known to
be weak.’® The recapture effect has been recently observed
under the same experimental conditions in Argon and has been
studied in detail by Guillemin et al.*?

From the PEY, we observe that the intensities of the 1s~'V’
resonances are comparable in HCI, while in the case of CH;Cl,
the relative intensity of the 1s~' LUMO resonance is much
higher than that of the 1s' Rydberg intermediate states. In
addition more discrete states are visible in HCI, which partly
explains the complexity of HCl 2D-map compared to the CH;Cl
one, see Fig. 2. In both 2D-maps transitions to different 2p~>V
final states are observed. For CH;Cl, the only visible final states
(Fig. 2(a)) are 2p *(*D)8a, (red dotted line), 2p *(*D)4pa,/4pe
(red solid line), 2p~*(*S)8a, (blue dotted line) and 2p~>*(*S)4pa,/
4pe (blue solid line). In the 2D-map of HCI (from top to bottom
in Fig. 2(b)), the red lines indicate the 2p*(*D)6c, 2p~*(*D)4so,
2p?("D)4po/n, 2p *('D)3dc and 2p *(*D)5po/n final states,
whereas as the blue lines indicate the 2p~*(*S)6c, 2p~*(*S)4so,
2p %("S)apo/n and 2p *(*S)5po/m final states. While the
identification of almost all 2p > final states is obvious due to
the resonance behavior manifested in the PEY spectrum, the
assignment of the 2p~*(*D)3do final state is more complex
since it does not have a counterpart in the PEY. However,
according to calculations, the 3d states are expected between
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the 4p and the 5p states.>® Moreover, the assignment to the
o-like 3d orbital can be derived from the resonant behavior in
the 1s '6c’ energy region and the assumption of monopole
shake transitions, ie. shake transitions between molecular
orbitals of the same symmetry A.

Like in argon,>” we see local maxima on 2p~2 Rydberg states
at the photon energy corresponding to 1s~'6c’ resonance in
HCI: at hv = 2823.8 eV, one can observe a local maximum of
intensity at the kinetic energy Ey, ~ 2375 eV, which corresponds
to a transition to the 2p~>4sc final state. This is the evidence of
a shake-up from the 15 '6c’ intermediate state to the 2p ™ >4sc
final one. At the photon energy of 2823.8 eV and the kinetic
energy of Ex &~ 2372 €V, one can observe another local maximum
that corresponds to the shake-up of an electron coming from the
60’ orbital in the intermediate state, to the 4pc orbital in the final
state. To explore shakes and ELI effects, we have performed a
series of simulations of the Auger spectra and of the pseudo-cross
sections of different final states.

3 Simulations

The 2D-maps displayed in Fig. 2 can be described with the
double differential cross section a(w,w’) given by the Kramers-
Heisenberg formula originally developed for RIXS.'"'*'* With
o being the excitation photon energy, ' being Auger electron
energy the cross section can be written as

2

o(w,0) « ZM 3w — o — o)
C W — We + 5 (2)

=o(w)d(w — o — ).

In this equation o and f describe the initial state and the final
state, respectively, while ¢ stands for the different intermediate
states. Moreover D is the dipole operator for the excitation, Q
the Coulomb operator for the decay, o, the resonance energy
for the core-excited state, wg, the transition frequency from the
ground state to the final molecular state and I the lifetime
broadening of the core-excited state.

In this work, we have applied our model to fit the resonant
Auger spectra measured at different photon energies as well as
to obtain the pseudo-cross sections of the measured final states
as a function of excitation energy. For both molecules resonant
Auger spectra taken at different photon energies around the
1s~! LUMO resonances are shown in Fig. 3. In order to avoid
too many fitting parameters, we restricted our fit to the
2p *('D)V series in HCl and CH;Cl; as a result, minor contributions
of the 2p ?("S)LUMO final states of both molecules are not
reproduced by the fit. In this figure the red dots represent our
experimental points and the blue lines are the results of our
simulation. The diagonal lines labeled (1) to (6) are displayed
as a visual aid to identify the resonances in both molecules:
2p *(‘D)4pe/a,, 2p *('D)8a; for CH;Cl and 2p *('D)3do,
2p?*('D)4po/n, 2p~*("D)4sc and 2p *('D)6c for HCL
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Fig. 3 Auger spectra of CHsCl (a) and HCL (b) for several photon energies
around the 1s™! LUMO resonance. The dots represent the experimental
points and the solid lines result from our simulation. The peak (1) is
2p~2(*D)4p and the peak (2) is the 2p2(*D)8a; of CHzCL The peaks (3) to
(6) are the final states 2p~2('D)3do, 2p 2(‘D)4po/n, 2p 2(‘D)4sc and
2p~2('D)6o, respectively, of HCL

The pseudo-cross sections for one particular final state n/ as
a function of photon energy, o,;(w), are displayed in Fig. 4 (for
HCl) and Fig. 5 (for CH;3Cl). In the present case these final
states are of the type 2p~>('S,'D)n/ with n = 6, 4 and 4 (describes
the symmetry of the orbitals) = ¢, sc, po, pn for HCland n =8, 4
and /4 = a,, pe and pa; for CH;Cl. A particular final state n/ can
be found along the diagonal lines indicated in Fig. 2. To derive
the pseudo-cross sections ag,,(w) from the 2D-maps one has to
integrate over a suitable range of Auger energies o’ around the
diagonal lines.

In the following, we first describe the general points directly
related to eqn (2). Then, we discuss in detail the simulations of
the resonant Auger spectra and the pseudo-cross sections oy,
(). The above described states o, ¢, and f depend on both the
electronic and the nuclear coordinates. In the Born-Oppenheimer
approximation each of these states can be described as a
product of an electronic and a vibrational wavefunction so that
a(w) can be written as

o(w) = opr(®w) + opL(®) + ovu(®) + opLrvii(@).  (3)

Here opr(w) describes the direct term which corresponds to a
decay without interferences. The contributions ogp(w), oyri(®),
and ogrvii(w) originate from the cross terms and describe ELI,
vibrational lifetime interferences (VLI), and a mixture of electronic
and vibrational lifetime interference, respectively. For details of the
expansion of ¢(w) and in particular for VLI, see Piittner et al.>* and
Poygin et al.*® In the present analysis, only the direct terms and the
ELI terms are taken into account since the individual vibrational
states cannot be resolved.

The Kramers-Heisenberg formula given in eqn (2) is exact
when the direct terms in the spectrum can be described with
Lorentzian lineshapes which are derived from the denominators
in this equation. This is given for the case that each intermediate
and final state is an isolated level with respect to the electronic
and vibrational parts. However, the presence of a continuum of

This journal is © the Owner Societies 2016
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Fig. 4 The PEY spectrum as well as the pseudo-cross sections leading to
the final states 2p 260, 2p 24sc, and 2p 24p in HCL The solid lines
through the data points represent the fit results. The subspectra below
the PEY spectrum indicate the contributions of the individual Cl 1s~* core
excited states and the subspectra below the cross section of the 2p~24sc
final state show the ELI contributions.

vibrational levels can result in distortion of the Lorentzian
shape, which is further affected by the ELI contributions. To
account for these effects, we applied a simplified approach
illustrated below for the case of two discrete intermediate states.
In this case the cross section of eqn (2) can be written as

} K K, 2

!w—rl+iF1/2+w—rz+iF2/2

o) =

= LOI‘(F|,‘L’|,(L)) + LOI‘(FQ,‘L’Q,(D)

(KiK' + Ki*K3) - <((D —n)(o—-1)+ - 4F2)

-+ Fﬂ (- + Fﬂ

+

(4)

Here, 7; and I'; are the resonance energy and the natural
broadening of the ith resonance while K; = (o|D|c;)(c;|Q|f) is
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Fig. 5 The PEY spectrum as well as the pseudo-cross sections leading to the
final states 2p~28a; and 2p~24p in CHzCL. The solid lines through the data points
represent the fit results. The subspectra below the PEY spectrum indicate the
contributions of the individual Cl 1s~* core excited states and the subspectra
below the cross section of the 2p~24p final state show the ELI contributions.

the product of the matrix elements for the excitation and the

decay. Moreover,
. )
(0—1)* + F,2/4

K;
(U*’L',‘+l.r,‘/2

Lor(I';, t;, ) = ‘

describes the lineshape of the ith resonance. Note that
in KKy = (o|D|ci){c1|Q|f){f|Q]|c2){c2|D]o) each wavefunction
contributes in the form of a bra- and a ket-vector so that
possible phases cancel out. Because of this the wavefunctions
can be chosen without the loss of generality such that the K;
become real quantities. In this way we can write

K = j:\/Lor(Fi,ri,w)((w —1) 412 /4) (6)
and

(00— o)+
f(’E17T2,F]7F2760): s (7)

I s

a(w) = Lor(I', 71, w) + Lor(I'z, 12, w)

which leads to

+ 2\/LOI‘(F1,‘L’|,LU) . LOI‘(Fz,‘CQ7CU) ~f(‘L'1,‘L'2,F17F2,(,O).
®)
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The two different signs in the last line of eqn (8) are due to the
fact that the present empirical approach provides only the
absolute value of the matrix elements but not the matrix
elements themselves. We would like to point out that a similar
situation occurs also in the case of VLI where the interference
term can also be calculated directly by using one-dimensional
vibrational wavefunctions.*® This allows an interpretation of the
sign and provides additional information about the process of
excitation and decay; for details see Piittner et al>*>® For
additional information concerning the origin of the sign in
the case of ELI see the discussion below eqn (11).

For ELI, it is not sufficient to consider the ionic final state.
Instead, the total electronic final state including the ionic final
state and the outgoing Auger electron has to be taken into
account. Since the Auger electron wavefunction can have different
symmetries, one ionic final state can lead to different total
electronic final states. As has been shown in Piittner et al.’>* and
Poygin et al.,*® the ELI-term is reduced compared to the value 2 -
VLor(I'y, 11, @) - Lor(I', 12, ) - f(t1, 72, I'1, I'>, @) obtained from
the present fit approach if different total final states are pre-
ferentially populated by different electronic intermediate states.

When different intermediate and/or final states overlap (like for
instance in the present case the Cl 1s™'4pc’/n’ excitation in the
PEY or the 2p ™~ *4po/n pseudo-cross section presented in Fig. 4) the
individual ELI-terms cannot be resolved. As will be discussed in

detail below, this leads also to a reduction of the ELI-terms
obtained in the present fit approach. To account for this reduction
of the ELI-terms the additional fit parameter f;, with -1 < ,, <1
has to be taken into account so that eqn (8) results in

o(w) = Lor(I'1,t1,w) + Lor(I'2, 12, w)

+2-B15- \/Lor(Fl,rl,a))Lor(Fz,rz,w) )
x f(t1,72, 11, T2, @).

With f;, = £1 the ELI term reaches its maximum and eqn (9)
reduces to eqn (8). The value f;, = 0 indicates the absence of
interference as it occurs, for example, in the case of well-separated
intermediate states with different symmetries A, while all the other
values of f;, indicate a reduction of the ELI term caused by
overlapping states with different symmetries. We will show below
how to utilize the value of f;, to determine the intensity ratio of
these unresolved overlapping states.

Up to now we have considered transitions between isolated
levels so that the lineshapes can be described with Lorentzian
functions. In the case of a dissociative intermediate and a
dissociative final state with almost parallel potential energy
curves the influence of the vibrational wavefunction including
the nuclear dynamics on the double differential cross section
o(w,w’) given in eqn (2) can be approximated with the formula*

ol 119)

1"2
Q24—
3

o(w,0) = 0(Q+ v, Q2 + wer) x

(10)
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In the present study this simplified formula has been applied
to the resonant Auger decay of the dissociative intermediate
state 15~ ' LUMO to the dissociative final state 2p~ > LUMO. Here
Q = 0 — w¢ is the detuning of the incident photon energy
from the resonance energy of the core-excited state w., and
Q' = o' — w. the detuning of the kinetic energy of the Auger
electron from the resonance emission energy w.s. Moreover, 4 is
the half width at half maximum of the Franck-Condon (FC)
distribution between the ground and excited states. In our
simulations we have used values found in the literature, namely
A =0.65 eV* in the case of CH;Cl and 4 = 0.84 eV’ in the case
of HClL. The value I' = 0.65 eV has been extracted from the
analytical fit using eqn (10) and is in agreement with Campbell
and Papp®® (0.574 eV + 0.14 €V). In eqn (10), the double
differential cross section is reduced to the product of a Gaussian
which describes the nuclear dynamics and a Lorentzian related
to the lifetime broadening of the core-excited state.

In the following, we shall specify the procedures for simulating
resonant Auger spectra partially presented in Fig. 3 and the
pseudo-cross sections presented in Fig. 4 and 5. The resonant
Auger spectra are fitted with eqn (2) and in the case of the Cl
1s~" LUMO — Cl 2p~? LUMO transitions with eqn (10).

To study the role of ELI in the pseudo-cross sections a,,;(w)
in more detail, the intensities of the different 2p >(*S)n/. and
2p*("D)n/ final states were extracted from the Auger spectra by
less restrictive fits using Voigt functions for each final state. To
analyze these pseudo-cross sections we applied eqn (4) taking
into account all possible intermediate states:

(gs.[D|1s™'mAy(1s™'m2!|Q[2p~2ni) ?

B Z W = Ty + irm}.’/z

m

(1)

2

Z (gs.|D[1s™'mA") (mA'|n2)

=TIxLL -
W= Tpy + i’ mi / 2

m

Here m describes the orbitals of the excited electron in the
presence of a 1s core-hole and 7 refers to the orbitals of the
excited electron in the 2p~> double core-hole final state.
Following Armen et al®® and Kukk et al,*® the spectator
KLL Auger decay can be considered independent of the orbital
of the spectator electron so that (1s 'mJ/|Q|2p *ni) =
(1s7YQ|2p ) (mA'|n2), resulting in Tk = |[(1s7Q|2p %) |?
being the partial rate for the K-L,;L, ; Auger decay. Because
of the difference in the excited and final core-hole states, the
orbital wavefunctions |mA’) are not orthogonal to |nl) so that
the overlap matrix elements (mi’|nli) describe the possible
shake processes during the Auger decay. Note that we assume
the sudden approximation so that only monopole shake transitions
occur; this allows neglecting the summation over all possible
symmetries A of the excited electron in eqn (11).

An expansion of the second line of eqn (11) shows that the
sign of the ELI-term depends only on the signs of the dipole
matrix elements (g.s.|D|1s"'m/’) and the overlap matrix elements
(mA’|n4), but not on the sign of the Coulomb matrix elements
(1s7'|Q|2p ). This has been investigated theoretically in more
detail for krypton by Kukk et al.*® In detail, Kukk et al. calculated
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the dipole matrix elements for the (g.s.|D|3d'5p’,6p’) excitations
as well as the (mp’|np) overlap integrals form=5,6andn=5,6,7.
For krypton it was found that both dipole matrix elements had a
positive sign. The same holds for the overlap integrals in the case
of a shake-down or spectator Auger decay, while their sign is
negative for shake-up Auger decays. These findings allowed
reproducing the signs of the ELI-contributions in the experimental
4p np partial cross sections. We expect that in the present case of
molecules the signs of 8, , provide similar information. However,
similar theoretical investigations of the electronic wavefunctions
are beyond the scope of the present work.

For fitting the LUMO contributions in the pseudo-cross
sections ¢,,;(w) the double differential cross section described
by eqn (10) was integrated over a suitable range of kinetic
energies around the red dotted lines given in Fig. 2, i.e.

/ 2
exp(— [Q 7 Q} 1n2>
I"2
Q24
3

aLumo(w) = Ja(w, o')do' do’

=LS(I',t,w)
(12)

Here LS(I',7,w) describes a lineshape different from a Lorent-
zian lineshape so that eqn (4) can be approximated by

ag(w) = LS(I'1, 11, ®) 4+ Lor(I'y, 12, w)

+2-B1o - V/LS(I'y, 11, 0) - Lor(I, 12, ) (13)

X f(t1,72, 11,12, 0).

Using eqn (13) we can describe (in the pseudo-cross section) the
ELI contributions between a discrete Rydberg state and a
continuum of vibrational levels in the LUMO in an approximate
way. In principle LS(I',7,w) represents a continuum of Lorentzian
functions affecting also the term f(t4,75,0'1,]5,0). However,
simulations using either LS(I',t,w) or a finite number of Lorentzian
lines provide semiquantitative agreement, thus confirming our
approximation. In addition to the described approach for the
pseudo-cross section, an arctangent function was included to
represent the unresolved Rydberg states as well as the continuum.

Finally, all fit results shown in Fig. 3-5 were convoluted
using a Gaussian function of 460 meV FWHM for HCl and
440 meV for CH;Cl to account for the photon bandwidth as well
as the analyzer resolution.

4 Results and discussion

Fig. 4 shows the PEY spectrum in HCI as well as the pseudo-
cross sections leading to the final states 2p %65, 2p ™ *4sc, and
2p~24p. The four spectra were fitted in parallel and the fit result
is represented by the black solid lines through the data points.
For the PEY spectrum the contributions of the individual core-
excited intermediate states below the Cl 1s~ " ionization thresh-
old are indicated by the subspectra.
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Table 1 Summary of the fit results obtained for f;; in HCl
Final state ﬁ60,4sc /566,413(5/1: ﬁ4sc,4pc/n
2p %60 0.57 —0.03 —0.45
2p %4sc —1.00 0.47 —0.27
2p~%4po/n —1.00 0.14 —-0.18

For the pseudo-cross section spectra the 66—4sc, 65-4p,
and 4sc-4po/n ELI terms are taken into account. In the case
of the 2p %4sc pseudo-cross section these contributions are
indicated by the subspectra in color and the corresponding f; ;
values are summarized in Table 1. As indicated by the dashed
vertical lines, ELI leads to different peak positions for the 6c
state in the various pseudo-cross sections. Similar shifts in the
peak position are also present for the 4sc and the 4p states.
They are, however, too small to be observed directly due to the
overlapping contributions of the 4s6-4p ELI term.

In the following we shall discuss the values for f;; obtained
from the fit analysis. When the factors f;; = &1, the ELI term is
maximal. This can only occur when two or more intermediate
states decay exclusively into the same final state, whereas in the
case of overlapping final states 2p *4po/n, f;; can take any
value in the interval [—1;1]. Here we will discuss only the
aspects of the ELI relevant for the present case. For a more
general discussion see Piittner et al.** and Poygin et al.*

Let us discuss the obtained values of the factors fec 455 in
the pseudo-cross sections 2p~?4sc and 2p ?6c. In both cases,
Pec,ass is close to £1 which can be interpreted as follows. The
ELI between the states 66 and 4sc in the 2p~*4sc partial cross
section, ie. the population of the 2p~?4sc final state via the
1s7'6c’ and 1s '4sc’ intermediate states, can be described
using the matrix elements

(g.s.|D|1s"6c") (1s 65’ |Q|2p *4sc)
x (2p~*4sc|Q|1s '4sc’) (15 "4sc’|D|g.s.)
Here g.s. stands for the ground state. Moreover,

(g.s.|D|1s7'60")(1s7'60'|Q[2p 24sc) = \/1(60",450)

and

(2p?4sc|Q|1s '4sc’ ) (1s 450’ |Dlg.s.) = \/1(4sc’, 4s0)

are the amplitudes of the direct decay without interference,
described by a product of a Gaussian and a Lorentzian for the
6G (eqn (10)) and by a Lorentzian for the 4sc state.

In the fit analysis the ELI term is described by

VI(66',450)\/1(4s6",456) Bes 4so-

In the present case the final state is populated by two different
intermediate states that decay to the given final state. Because
of this, no reduction of the ELI contributions is expected
resulting in fgs 456 = £1, in agreement with the fit result. Note
that the sign + or — results from the signs of the individual
dipole and overlap matrix elements in the ELI terms, see above.
These signs can be obtained from calculations that are beyond
the scope of the present studies.
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In principle, for the final state of the Auger decay and for
the analysis of ELI, one has to take into account the outgoing
Auger electron. For instance, the decay of the Cl 15~ '4sc’('Z)
intermediate state to the 2p~*(*D)4sc ionic final state leads to
different total final states including the Auger electron. Taking
into account only monopole Auger transitions one obtains
the total final states 2p *(*A)4sced('Z), 2p *(‘M)4scen('Y),
and 2p *(*X)4scec('T); here ¢l describes the outgoing Auger
electron. These three final states overlap in the 2D-map
presented in Fig. 2b so that the 2p~*4sc pseudo-cross section
actually consists of three overlapping pseudo-cross sections.
However, this overlap has no influence on the ELI term if the
decay branching ratio of the 1s™'6c’ and 15~ '4sc’ intermediate
states to the total final state is independent of the excited 6c’
and 4sc’ electron in the intermediate state. In this case the
branching ratio from a given intermediate state to a given final
state can be described as proportional to the corresponding
intensity observable in the pseudo-cross section. This results in
an additional proportionality factor &, in the ELI terms so that

a summation over all final states results in ) af = 1.
i

Based on the assumption of monopole shake transitions
during the Auger decay the 2p 26 and 2p 24sc pseudo-cross
sections can only be populated via 1s excitations into orbitals
with o symmetry. These are in the studied energy region only
1s7'60', 15 '4sc’, and 1s™ "4po’ so that the above given arguments
result in +1 for the f;; - factors present in the discussed pseudo-
cross sections. Indeed g 455 for the 2p %60 and 2p %4sc pseudo-
cross sections are close to £1 as shown in Table 1. Note that the
pseudo-cross sections could be extracted from the 2D-maps only
up to a photon energy of 2828.25 eV so that the ELI terms
including the higher Rydberg states and the continuum states
could not be taken into account. This influences in particular
the region of the 1s '4sc’ and 1s~'4pc’/n’ intermediate states
due to their vicinity to the neglected states.

In the case of the 2p *4po/m pseudo-cross section the
situation is more complicated since two different final states
overlap and cannot be resolved. For the 66-4sc ELI term the
situation is still rather simple since monopole Auger transitions
lead only to the 2p 2?4pc final state so that the above given
arguments still hold and f¢s4sc = £1 can be expected, in
agreement with the fit result. For the ELI terms including the
1s '4po’/n’ intermediate states, the situation is much more
complex. In the case of monopole transitions, only ELI between
4po and 66 or 4sc can occur, but not between 4pn and 6c or
4sc. As a result, the ELI term between 6 and 4pc has to be
described by

(g.s.|D|1s'65")(1s "65’|Q|2p *4po)
x(2p ?4pc|Q|1s '4po’)(1s '4pc’|D|g.s.).

However, (2p~24po|Q|1s~'4pc’)(1s~'4pc’|Dlg.s.) =
\/I1(4pc’,4pc) cannot be obtained from the pseudo-cross sec-
tion. Instead, only /1(4pc’,4po) + I(4pn’,dpn) = \/I(4p’,4p)
can be obtained experimentally. To take this into account, we can
define I(4pc’,4pc) = cos’(w)-I(4p’,4p) and I(4pr’,4pn) = sin’()-
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I(4pn’, 4pm)
identical to B;; so that the expected fit result for the latter
I(4pr', 4pm)
1(4pa’, 4po)
the obtained values f¢s,apo/m = 0.14 and Pags,apo/x = —0.18 result in
I(4pn’, 4pm)
1(4po’,4po)
decay branching ratio of Cl 1s™'4pn’/Cl 1s '4pc’ intermediate
states to the 2p~4p final state. By assuming similar total shake
probabilities for the 4pc and 4pr electrons during the Auger decay
the results can be compared with different calculations for the CI
1s~" absorption spectrum performed by Fronzoni et al.** These
calculations result in ratios between 7.8 and 320 which correspond
to values of f3;; between 0.06 and 0.34, ie. reasonable agreement
between experiment and theory is observed. These results show
that in principle, ie. using an electron analyzer located at the
magic angle with respect to the polarization axis of the light
allowing measuring the absolute cross sections, our fitting
procedure can allow disentangling experimentally unresolved
contributions of intermediate states like 1s '4pc’/n’. Our
measurements were done using an analyzer set parallel to
polarization, which means that the presented results do not
provide the absolute values. Nevertheless, we believe our results
can be considered as semi-quantitative and they are coherent in
comparison with the theoretical ones.

The fit analysis clearly shows that the ELI terms have to be
taken into account in order to correctly describe the peak
positions of the 1s '6c’ state contribution in different pseudo-
cross sections. Moreover, the obtained values for f;; can be
interpreted semi-quantitatively, ie. the values, which are
expected to be +1, are in most cases much larger than the
values, which are expected to be close to 0. However, in more
detail, some of the f;; values differ significantly from the
expected values. These differences can be explained with a
number of shortcomings. Firstly, the fit model is a simplification
of the reality. Secondly, the different final states cannot be
completely distinguished in the 2D-map. Thirdly, the pseudo-
cross sections can only be extracted up to a photon energy
of 2828.25 eV so that the ELI with the higher Rydberg states
or even the continuum states cannot be taken into account
properly. In summary, in view of the shortcomings of the data
analysis, the agreement between experiment and expectation
can be considered reasonable. However, in particular the latter
two shortcomings can be avoided by measuring the 2D-maps
with better statistics and higher resolution. Such improvements
will become feasible in the near future once the planned
upgrade of the GALAXIES beamline is commissioned, which
will allow a more sophisticated analysis of the ELI.

Fig. 5 shows the PEY spectrum as well as the pseudo-cross
sections of the final states 2p~*(*D)8a, and 2p~*("S)4p of CH;Cl
close to the Cl 1s ionization threshold. As for HCl, all spectra
were fitted in parallel and the black solid lines represent the fit
result and the individual contributions are indicated by colored
subspectra. The PEY spectrum is considerably simpler than
that of HCI and shows only two excited states Cl 1s~'8a,’ and Cl

I(4p’,4p), so that = tan’(a). Moreover, cos(x) is

. Based on these considerations

quantity depends on

= 50 and 30, respectively. These values describe the
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1s~'4p’. Nevertheless, in the fitting procedure the Cl 1s~'5p’
and Cl 1s~" higher-np’ contributions are taken into account by
individual lines instead of being included in the arctangent
function. This is necessary in order to describe the strong
intensity decrease in the 2p *('S)4p spectrum close to the
ionization threshold, see the lower panel in Fig. 5.

As in the case of HCI, ELI is also present in CH;Cl. It is,
however, less pronounced and can mainly be observed due to
the fact that the peak maximum of the Cl 1s™'8a,’ resonance in
the 2p~2(*S)4p pseudo-cross section is at a slightly higher energy
than in the other spectrum, see dashed vertical lines. In the fit
analysis ELI was also included, although it resulted in partially
ambiguous results. This can be understood mainly based on
two facts. First, the rather unstructured cross section prevents
an unambiguous determination of multiple fit parameters.
This holds in particular for the case of the 2p *(*D)8a,
pseudo-cross section with practically only one spectral feature.
Second, the Lorentzian lineshapes used for the Rydberg states
are less accurate than in the case of HCI due to the different
vibrational progressions. Actually, for Cl 1s™* core-excited or
core-ionized states no vibrational progressions can be resolved
due to the large lifetime broadening. However, the vibrational
progression is expected to be similar to that of the Cl 2p~"
states since the exact location of the hole in such deep core
shells has a negligible influence on the valence electrons
responsible for the molecular geometry. The high-resolution
Cl 2p~ " photoelectron spectra in HCI clearly show that vibrational
excitations are practically absent.*’ Contrary to this, high-
resolution Cl 2p~ " photoelectron spectra of CH;Cl show asymmetric
lines with a total width of ~500 meV, much broader than the
experimental resolution (x~85 meV) and the Cl 2p lifetime
broadening (~100 meV). This strongly suggests an unresolved
vibrational progression*" so that the use of a Lorentzian line-
shape is not the optimal description.

Despite the described shortcomings, the fit of the 2p~*(*S)4p
pseudo-cross section clearly requires ELI contributions to describe
the above discussed shift of the maximum of the Cl 1s '8a,’
resonance and the non-negligible spectral intensity around
2825.5 eV. The red subspectrum shows the ELI contribution caused
by the Cl 15 '8a,’ and the Cl 1s™ '4p’ resonances. Depending on the
exact fit model the fig, 4, factor varies between —0.2 and —0.35. This
low fg, 4p value indicates that the spectral structure labeled 4p
mainly has e-symmetry and only little a; one with a ratio of

1(4pe’, 4pe)
I(4pay’,4pa))
for HCI since the 4pe(4pa,) orbital in Cs-symmetry corresponds to
the 4pn(4po) orbital in C..,-symmetry, ie. the excitation into the
Rydberg orbital oriented along the chemical bond is much less
intense than the excitation into the Rydberg orbital perpendicular to
the molecular bond.

=7 to 25. This result is in line with the findings

5 Conclusion

In conclusion, we have recorded resonant Auger spectra in HCI
and CH;Cl at the Cl 1s edge at different photon energies varied
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with a small step. From the obtained 2D-maps we have extracted
the pseudo-cross sections for the most intense 2p ™2 final states.
These pseudo-cross sections allow the observation of strong shake
effects in both molecules. Furthermore, the pseudo-cross sections
reveal clear experimental evidence of ELI in HCl and CH;Cl.

We have developed a fitting procedure that takes into
account both the ELI effect and nuclear dynamics in dissociative
core-excited states. With this fitting procedure we have utilized
the ELI contributions to disentangle the unresolved states
1s '4pc’/n’ in HCI as well as 1s '4pe’/a,’ in CH;Cl and to
extract their intensity ratios. The present measurements using
an analyzer set parallel to the polarization direction of the
synchrotron light are limited by the fact that an isotropic
emission of the Auger electrons has to be assumed in order to
compare the experimental results with theory. However, for HCI
the comparison with theoretical values from the literature
shows satisfactory agreement. Although the assumption of an
isotropic Auger emission is supported by the agreement between
experiment and theotry, it is obvious that for more accurate future
measurements the analyzer has to be set to the magic angle.

In summary, we are convinced that ELI is a general phenom-
enon in molecules excited at deep core levels, where large
lifetime broadening allows coherent excitation of different
intermediate states. The results presented in this work suggest
that ELI can be used to obtain more detailed information about
the excited states where deep core holes are involved.
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