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Theory of ac Stark splitting in core-resonant Auger decay in strong x-ray fields
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In this work we report the modification of the normal Auger line shape under the action of an intense x-ray
radiation. Under strong Rabi-type coupling of the core, the Auger line profile develops into a doublet structure
with an energy separation mainly determined by the relative strength of the Rabi coupling. In addition, we find
that the charge resolved ion yields can be controlled by judicious choice of the x-ray frequency.
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I. INTRODUCTION

The interaction of an atomic system with a radiation field
in the regime of x rays will lead to its ionization. The most
dominant process will be, first, the ejection of an inner-shell
electron (photoelectron) with the absorption of a photon
followed either by an intra-atomic Auger and/or a fluorescence
transition. For relatively light atomic systems, the dominant
decay channel of the single-hole singly charged system is
through an (radiationless) Auger transition, designated as
“normal Auger” which is a manifestation of electron-electron
interaction. One variation on this scenario is to promote an
inner-shell electron to an excited bound state, often denoted as
resonant Auger state (RAS), which can decay either through
an Auger transition or by the emission of an x-ray photon.
This process was first reported by Brown [1] and since then
a large number of investigations have taken place (see, for
example, [2] and references there in).

Under excitation by the strong radiation fields, now avail-
able from free electron laser (FEL) sources [3—7], the situation
becomes considerably different. Relevant studies in the context
of strong laser fields have been reported quite early [8] and
in response to recent developments in the x-ray wavelength
regime a number of theoretical and experimental works have
already appeared [7,9—13]. In the simplest situation, Rohringer
and Santra in Ref. [9] have studied the single-photon excitation
of a neon K-shell electron to a RAS by an x-ray field and a
multipeak Auger electron spectrum (AES) is obtained for the
fields they considered.

In this work, we examine the AES and the ionic yields
in the case where a normal Auger process takes place (as
opposed to the RAS process) which involves photoionization
of the neutral from the K shell, followed by an Auger decay of
the singly charged hole system to the doubly charged ion. We
demonstrate the emergence of ac-Stark splitting (also known as
Autler-Townes splitting [ 14]) of the Auger resonance, resulting
from strong Rabi coupling of the apposite states in the resulting
Ne?t ion. In contrast to RAS line-shape modification [9],
the unusual phenomenon here is that the ac-Stark splitting is
manifested in the kinetic spectrum of the Auger electron, while
strong Rabi coupling occurs to one of the K -shell electrons of
the doubly charged ion. This effect requires an explanation on
the basis of a two-electron representation of the Auger-electron
ejection, instead of an ambiguous one-electron picture implied
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by the Rabi-type oscillation of an inner electron. A detailed
study of the two-electron representation, in a different context
and formalism but similar physical background, can be found
in Ref. [15].

We have chosen as the target of our study neutral neon
in its ground state |G) = |Ne(1s>2s%2p°®, 1Sy)) and consider
radiation with a photon energy of approximately v = 908 eV
(see Fig. 1). The ionization potential for the creation of a
K-shellhole |i) = [Net(1s2s22p®, 'P))is E) = 870eV. Note
that all the energies of the neon states are given relative to the
neutral neon ground state. Thus, the x-ray radiation will eject a
K -shell photoelectron with a kinetic energy of approximately
&; = 38 eV. Ionization from the outer shells is also possible
but with much lower probability [16]. The generated K -shell
hole Ne™ will decay by filling the 1s vacancy, predominantly
to the doubly charged neon state |a) = |[Ne?*(1s%2s22p*,
'D,)) with energy E@ = 65.35 eV, and Auger decay width
I, = 0.27 eV [16]. In addition, the Ne™ ion with one K -shell
hole can also decay through fluorescence by emitting x-ray
radiation [16]. This channel is about 55 times weaker than
the Auger decay rate. Let us designate the sum of all decay
channels of the |i) state as I';. Normally this Auger transition
of the singly charged ion to the doubly charged ground state is
accompanied by the ejection of an electron (Auger electron)
with a kinetic energy ¢ = E® — E@ ~ 804.65 eV and a
Lorentzian line profile. In the present case we have chosen
the photon energy to match the Ne?t(1s~'-3p) transition
energy. Around this energy there is a manifold of excited
states which we denote collectively as |a’). We show in
Table I those states which lie within a 1 eV band around
the excitation photon energy. While the Auger state |i) decays
with a lifetime of about I‘i_al ~ 2.44 fs, the field through a
Rabi-type transition creates a coherent superposition of the
ionic ground state |a) and all accessible excited states |a’).
This Rabi oscillation of the K-shell electron between the
bound states of the Ne?* ion will induce an ac-Stark splitting
manifested in the kinetic energy of the ejected Auger electron.
We should note that no post-collision interaction with the
photoelectron is taken into account, as the energy of the
photoelectron is too large for such an effect to contribute in
the Auger’s electron spectrum (and vice versa). To complete
the picture, the excited states |a’) decay either through an
additional Auger process (I',/) or through further ionization by
absorbing one more photon (y,/). Finally, direct creation of a
double core-hole Ne?* of the neutral through photoabsorption
is not considered since the double K -shell ionization energy is
1863 eV [17].
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FIG. 1. (Color online) Schematic figure of the dominant channels
involved in the interaction of neon with an x-ray field of frequency
approximately 908.06 eV, chosen to match the Ne?*(ls~'-3p)
transition energy.

We discuss below the manner in which the AES is modified
due to the Rabi coupling of the Ne?*(1s~!-3p) states and
study its behavior in a quantitative manner. To facilitate
the interpretation of the results, we note at this point that
for a modification of the Auger line to appear, many Rabi
oscillations should occur within the relevant Auger lifetime.
Equivalently, in the energy domain, it is required that the
energy separation of the Auger-line splitting (roughly equal
to Rabi coupling strength) should be larger than the Auger
decay width or the x-ray bandwidth, whichever is larger. Of
course the detailed properties of the system and the field will
matter as well; however, the rule of thumb, as expressed above,
will be in general true.

The structure of the paper is as follows. In Sec. II we present
the theoretical formulation and develop the description of the
processes in terms of a time-dependent density matrix system
of equations. In Sec. III we show some of the results of our
present study in the case of a single-mode coherent field. In the
final section (Sec. IV) we summarize our findings and discuss,
very briefly, two aspects of the problem that are necessary

TABLE 1. Transitions from the |a) = Ne**('D,) ground state
to its excited states Ne**(1s~!'-3p) around the photon frequency
o = 908 eV. The fourth column shows the corresponding oscillator
strengths. The data are calculated using the Cowan suites of
codes [21].

la') Eu (eV) Ne2*(1s12s2) 10728 four
1 907.75 2p*,'D)*DGBp"P, 2.3338
2 907.90 2p*3PPP(3p' )P, 0.20991
3 908.06 2p*.'D)DBp")'F; 8.1881
4 908.48 2p*3PYP(3p'yD; 0.13141
5 908.51 2p*.'D)*DBp' YD, 0.23322
6 908.49 @p*.3PYPQ3pYH)'D, 4.4888
7 908.78 2p*,'D)*DBp")'D, 1.2714

PHYSICAL REVIEW A 84, 063419 (2011)

to put the description of the problem closer to the actual
experimental conditions; namely, the fluctuations present in
a FEL field and the field’s spatial dependence.

II. THEORETICAL FORMULATION OF THE DENSITY
MATRIX EQUATIONS

The density operator of the system is obtained on the
basis of |G),|I),|A),|A"),|R),|F;),i = 1,2 states. The state
|G), with energy E), represents the neon ground state.
The state |I) = |i; &;), with energy E; = E® + g;, represents
the K-shell hole Ne*t (state |i) with energy E®) and the
photoejected electron |e;) having kinetic energy ¢;. The
state |A) = |a;&4,€i4), With energy E, = E@ 4 e, + ¢4,
represents the Ne?* ion in its ground state (state |a) with energy
E@) with an ejected Auger electron of kinetic energy ¢, and
the photoelectron having now kinetic energy ¢;,. Similarly, the
state |A') = |a; €4/, 8i0), With energy Ey = E@) + g, + €141,
represents the excited state of Ne>* (state |a’) with energy
E@) with the Auger electron having kinetic energy e,
and the photoelectron having now kinetic energy eg;,. It
should be noted that in the definition of the photoelectron
and Auger-electron states the appropriate angular momentum
quantum numbers, as they result from electric dipole and
Auger transition rules, are included. In addition, we also take
into account the possibility of the involvement of further decay
modes. In the present case, the K -shell hole Ne* |i) can decay
through fluorescence to Ne* (1522522 p°), denoted here as |R).
Moreover, the excited states |A’) may further decay either
through an Auger transition to Ne3*(1522s22p3) denoted as
|F}) or through further photoionization to hollow K-shell
Ne* (1512522 p*), denoted as | F,). The equations of motion
for the density matrix elements are obtained from the Liouville
equation ip(r) = [H(1),p(t)] with H(t) = H° + V + D(),
HO being the field-free Hamiltonian of neon, V is the electron-
electron interaction operator, and ﬁ(t) is the x-ray field-atomic
dipole interaction operator. Inserting the above states into the
Liouville equation we obtain

poc(t) = ZImiDmpm,
1

pr1(t) = 2Im[D;gpgr] + 2Im IVIA,OAI
I

+2Im IDIRPRL
R

0aa(t) =2Im[Varpra] + 2Im[Daa paral,
Paa(t) =—=2Im[Dgapaal +2Im IVA'FI PR A

1
+2Im iDA’FZ PR A
2

iPaa(t) = Egnpaa + Daa(paar — paa) + Varpra

- ipfm Vi — ipAFz Dpyas
1 2

ipgi(t)=...,
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In the above expressions pxr,K,L = G,I,A,A",R,F},F, are
the density matrix elements of the involved states while
Dk and Vg represent electric dipole and Auger (intra-
atomic) transitions between the states K, L, respectively. More
specifically, the quantities Dy, Via, Dig, Daa's Varr,, Dar,
represent multielectron electric dipole (D) and Auger (V)
transition matrix elements. Within the present context we do
not take into account any post-collision effects between the
photo and Auger electrons as their contribution are expected to
be negligible for the considered kinetic energies as discussed
in Ref. [18]. This assumption allows for a simplification of
the transition matrix elements as, for example, for V;4 =
(i,&|V|a,eq,€iq), which reduces to V;4 = (i|V|a)(gialei) =
Viad(gia — €;). Along the same lines the dipole transition
Djy = (a,sa,em|ﬁ|a’,8;,e,~ur) is approximated as Djs =
(a|Dla’)(ealea ) Eialeia) = daad(ea — £a)S(eia — eia). A de-
tailed discussion of the dimensional reduction of these special
kind of continuum-continuum matrix elements can be found
in the Appendix of Ref. [15]. The summations involved here
imply integration over the appropriate continua. As the total
number of independent equations is 28, we do not present the
explicit expressions for the evolution of the remaining density
matrix elements as they are not essential at this stage.

The density matrix equations are a system of coupled
integrodifferential equations which are not amenable to an easy
solution even by numerical means, as it includes integration
over multidimensional continua. It is thus our purpose here
to transform the above system of equations into a more
tractable form. To this end, we adiabatically eliminate the
density matrix elements which are involved in the integrations
over the respective continua of the states. The procedure
for adiabatically eliminating these continua is a standard
technique applied to describe the influence of a system with
infinite degrees of freedom onto a system with a small
number of degrees and appears in many different contexts
(see, e.g., [19]). Here the reduced system is the one described
by |G),|I),|]A) and |A’) while |R),|F;),i = 1,2 represent
the dissipative environment. Within the present context of
atomic continua, some of the details can also be found in
Ref. [20]. To proceed further, the radiation field is expressed
as E(t) = é[E@)e'" + E*(t)e~'']/2 with é its polarization
vector and we transform to slowly varying variables by
defining oy = pxre " n =0, £1, £2, +3, where n is
chosen so that nw has the closest possible value to Ex — Ey.
With the latter transformation we remove from the coherences
the fast oscillation part of their evolution due to the frequency
of the field (this is justified since for a frequency of 1 keV
the field period is of the order of 4 as and all other
time scales set by photoionization and Auger widths are of
the order of 1 fs—1000 as). Given that the radiation is in the
form of a pulse, we have kept the slowly varying envelope
&(t) which in addition may describe the stochastic properties
of the field under consideration. This is however a problem
which requires special care and postpone its discussion for
now. In the present case we assume a fully coherent single-
mode, Fourier transform-limited, field. Then, by employing
the rotating wave approximation (RWA) and keeping only
the terms proportional to the first order of the electric field,
after tedious but straightforward manipulation we end up to
the following set of equations for the reduced density matrix
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elements:
Ogg(1) = =V 0gqs (1a)
6ii(ei,t) = —T'o; + Im[Q],04], (1b)
daa(si»gaat) = _Im[QZ'aUaa’] + 2Im[Vai6ia]v (IC)
d-a’a’(giaga,t) = _?a’o-a’a’ + Im[Qz/aUaa’]» (1d)
[0qa(&i,€q,1) = (Eaa’ +o— l% Oaa’
Qaa/
+ (Owar — Oaa) + Vaioiwr,  (le)
I; 1
iGgi(gi,t) = <Egi +w— iyg —; ) Ogi — EQgiagga
(1f)
i6i4(&i,84,8) = | Eia — i ) %ia + EQ,-gaga
1 *
- EQa/ana’ — Via0ii, (1g)
1—‘i _a’
idia’(givsaat) = <Eia/ +ow— l%) Oia’
. 1
+ igigo'ga’ - EQaa’O—iaa (1h)
. . Vg [
lUgu(E[,Ea,l) = (Ega +ow— l?) Oga — zga'aaga’ - Viaagiv
(11)
5 1
idga’(givgast) = (Egaf + 2w —1i Ye 42_ Y ) Ogq’ — EQaa’O'gav
(1)

where Q,;(g;,t) = (g|D|i,s,-)5(t) and Q.o (t) = d o E(1).
With y,(t) = 27 f ds; |Qgi(8[,l)|2 we denote the photoioniza-
tion width of the neon ground states relative to the Ne* K -shell
hole state |i), while y,, = 'y + y(¢) is the sum of the Auger
decay width to states | F;) (I'y/) and the photoionization width
to states | F>) (y,) of the excited states |a’). In addition, I'; =
[iy + v, is the sum of the decay width of the ionic state [i)
through Auger decay to states |a) and through fluorescence to
states | R). The quantity V;, represents the strength of the Auger
transition of the hole state |i) to the particular ionic ground
state |a). Therefore, the quantity I';, is expressed as I';, =
27| V4 |?. Finally, the energy differences in the above equations
now include all the shifts associated with the Auger and
dipole couplings of the relevant states with continuum states
Ekl = Ek + Sk — (E] + Sl), k,l =4, i, a’ with Si = S,'a + S,'r
and Sy = Sy 5, + Saf,- The exact definition of the shifts and
widths are as below:

D 2
S —i% —tim [ag,—Per
2 n—0 EG+(,()—E]+H’)
T Vial?
Siy —i—2 = lim dEALl,,
2 n—0 EI—EA+17]
T, D;r|?
S;, —i—~ = lim dERLL,
2 n—0 EI—ER+lT]
2
Ty, Vo
Suf —i—~ = lim dEFIL"_,
2 n—0 EA/—EFI—FIT}
2
, Dy
Sup— 1% —tim [ ag,—Peel
2 n—0 _EA/-I-CD—EFZ—FIT)
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where use of the well-known formula lim,_o1/(x +in) =
P(1/x) — im6(x) must be made to split up the integrals into
their real and imaginary parts.

At this stage, a working set of equations is established
and their numerical solution is feasible, provided that all the
dynamical parameters of the problem have been calculated
beforehand. The approximations leading to this set of equa-
tions require careful examination of the appropriate range of
radiation intensities. One approximation is to assume that the
relevant continua are smooth around the energies of the dressed
bound states within an energy range comparable with the Rabi-
coupling matrix element. This requires that transitions close to
ionization thresholds should not be considered. In addition, in
the derivation procedure we have ignored terms proportional
to the second order of the field, such that 2,,, < 1. The latter
approximation, given the matrix element d,,, ~ 0.06 a.u., will
restrict the range of the intensities where the working equations
are applicable below to 4 x 10'® W/cm?.

The system of equations that have been derived must,
simultaneously, be numerically integrated for all different
photoelectron and Auger-electron kinetic energies, so as to
provide the populations for 0;;(&;), 044(€4,8i), Ona(€4,€;) at
infinite times. Since in our case we are only interested in the
Auger-kinetic energy spectrum and ionization yields regard-
less of the state of the photoelectron, we must integrate the final
populations over the photoelectron kinetic energies and deter-
mine the following probabilities: 0;; = [ de&;01;(&;), Oua(€a) =
[ deioaa(€a,i), Owa(€a) = [ deioya(eq,6:). An alternative
and more economical way of obtaining the same results is
to derive a coarse-grained version of the present equations
for these reduced, averaged over the photoelectron energies,
density matrix elements. In addition, the reduced set of the
density matrix equations is amenable to further manipulation
as it allows for the derivation of analytical expressions for
long pulses or their averaging for stochastic pulses. Thus,
the new reduced set of equations is obtained by first setting
all the derivatives of the coherences equal to zero [except
6aa'(84,€i,1)] and then integrating over the photoelectron en-
ergy ;. To demonstrate the reasoning of setting the derivatives
of the coherences to zero, we work out the evolution equation
of o,;(e;,t) coherence [Eq. (1f)]. We integrate Eq. (1f) in an

-1

interval ¢,# + 7 with T < Qaa,,yg‘l ,[;7! and we obtain

i[ogi(&i,t + T) — 04i(&i,1)]

Fi t+t
= |:Egi(‘l-') +w— z%} / dt'ogi(ei,t')
t

Qgi(ei,t) [, ,
_gT/, dt'og(t).

The ionization width y,(7), the dipole €2,4(g;,7), and the
S¢(7),Si(t) ac-Stark shifts that are included in the definition
of Eg(t) were removed from the integral as their value does
not change much between ¢ and ¢ 4 7 as a result of the slowly
varying transformation of the variables. Since it will always
be |o,i(&;,1)| K 0ge(t), we can neglect the left-hand side and
obtain the “coarse-grained” time average of o,;(¢;,t) as

Q,i(£i,7)/2
Egi(t) + o —ilyg(r) + T/

6'gi(8,‘,f) = 26—gg(1')a (2)
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where  Ggi(g;,7) = f:+rdl‘/0'gi(8,',t/)/‘c and G (1) =
fttﬂdt’crgg(t’) /t. Thus, by setting the derivative of the
coherence to zero, effectively leads to a coarse-grained value
for the coherence which follows adiabatically the ground state
population. At this stage, integrating Eq. (1b) over time (in an
interval [#,7 + 7]) and the photoelectron energy ¢; we obtain

6ii(t) = —T0i(7)

‘ Qi (e:,7)17/2
“m/ e D+ o= i) + T2
= —T03(T) + 15 (D)0 (1), 3)

where 0;; (1) = fd€,’5‘,‘i(€[,f)and6},’(£hr) e _/;H_T dl/O‘[i(E[,l/).
To evaluate the integral we have assumed that g (e;,7)
is smooth over an energy range equal to the radia-
tion’s bandwidth (far from resonance structures in the
continuum or ionization thresholds). Then by express-
ing E, as Eg(t)=E® + S,(t) — EV — Si(v) — & we
have Im [ de;|S2,i(ei O /{ Egi(T) + 0 — ilyg(t) + [;1/2} ~
7|Qi(ei = ED + S — E® — S, 1)|7 = 2y,(7).

As the derivation is quite long and detailed for the
remaining coherences, we give here only the final result for
the reduced (coarse-grained) set of density matrix equations.
These reduced equations are obtained working along similar
lines as for the derivation of Eq. (3). In this derivation we
ignore the photoionization of the excited |a’) (v, = 0), the
photon energies and the intensities considered is expected to
be much less than the Auger decay transition represented by
I'. Therefore, after setting all the derivatives of the coherences
equal to zero [Egs. (1f), (1g), (1h), (1i), and (1j)], we solve
for the coherences and substitute their values into Egs. (1c),
(1d), and (le). Then we integrate our equations over the
photoelectron’s kinetic energy and obtain the coarse-grained
(also changing T — ¢) set of density matrix equations,

Ogg(1) = —V;0gqs (4a)
6ii(t) = —T0ii + Vg0, (4b)
Gaa(€qst) = _Im[Q;/Uaa’]
Fi 1—‘a’ _
+1Im [(Aﬁaa,—i%) @ - Qa/)} Oiis
(4¢)
du’a’(gavt) = _Fa’aa’a’ + Im[Qz/aaa/]v (4d)
.. ( t) S . Fa’ Qa’( )
104’ (Eq,l) = o — 15 ) Oawa’ — —7Ou'a’ — Oaa
2 2
Qa’ + _
+ 1 (82, — Q,)0;;. (4e)

The dynamics of the process are governed by the ion-
ization width of the neutral target y,(¢), the core Rabi-
coupling €2, (¢), the intra-atomic decay rates I';,I',, the
Auger-field induced couplings Qj (1), and the Auger A,(t) =
E; —(E, + &,) and field §,(t) = (E, + w) — E, detunings.
Note that for notational simplicity we denote the core Rabi
coupling as Q, = Qv = Q2y,. We have defined Qj(z‘) =
20Via P/(AEQy) with AZ() = €4 — € + iy (1)/2, (1) =
el + [80 F QL0172 and yE@D) = T + [Ty £ QF01/2.
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The real quantities Q) and QU are defined in terms of the
generalized Rabi frequency:

= 0, S T\’ >
() = Q) +i=2 =80 i) 4P ©)

The AES, at detection time, is obtained by adding the
contributions from the ground |a) and excited |a’) states of
the doubly ionized neon: S(g,) = ija,a, fjozo dt'cjj(gq,t).
The populations of the states |a) and |a’) are obtained
as pj;(t) = fj;o dt [dei6;j(eq,t"), j = a, a’. Although we
numerically integrate the above system of density matrix
equations (4), the Auger spectra can also be cast in analytical
form to a very good approximation. For example, for a
nondecaying excited states (I",, = 0) the generalized Rabi
frequency becomes a purely real quantity €, :,/83, +4|1Q41°,
while the AES become independent on the coherence evolution
0.- The analytical approximation consists of considering
a pulse of constant amplitude £(¢) which turns the coarse-
grained system to a system of ordinary differential equations
with constant coefficients. Then the Rabi frequency, ac-Stark
level shifts, and the ionization widths become independent in
time and in the expression for the AES only the population of
|i) is time dependent:

+00
S(Sa) = [ dt[daa(gaat)+da’a’(8avt)]

[e¢]

T +00
=Im [(Aa + 8, — i—’) QF - Q;,)] / dto;i(t).
2 —o0

Solving Egs. (4a) and (4b) for oy;(r) we find that
fj;odtaii(t) = 1/T; and after some algebra we end up to
the following analytical expression for the AES:

- =0/
47 | (o — o0 — 2By T
1+ 80 /Qu
0 _ 304902 F?} ' ©
(6o —&a —*5%) + 5

We should note here that the predictions of the analytical
expression differ from the numerical solution in that it does
not include the transient effects of the physical process which
are expected to occur at times of the order of 1/T;.

III. RESULTS

In Fig. 2 we show the effect of the field strength in
the Auger spectra for @ = 908.06 eV and assume a pulse
envelope £(t) = sin?(wt/T), with T being the total pulse
duration equal to about 20 times the Auger lifetime ~48.8 fs
(FWHM = 24.4 fs). More specifically, in all the following
calculations the field included 10 754 cycles. The ionization
width of the neutral is given by y,(t) = 4.375 x 1074&%(¢) a.u.
In the calculation we only include the |a’) = [Ne** (1s~!-3p),
IF) excited state (state 3 of Table I) and assume its decay
width to be zero (I',, = 0). For this on-resonance process
(64 = 0), the Rabi interaction energy is found to be , =
0.061&(¢) a.u. According to Eq. (6), for peak intensities
of Ip = 1.0 x 10", 1.0 x 10'%, 3.51 x 10'®, 1.0 x 107, and
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FIG. 2. (Color online) Variation in the AES as the peak intensity
of the pulse increases. The field has total duration about 48.8 fs
(FWHM = 24.4 fs) and the photon frequency chosen equal to
908.06 eV, while I',y = 0. The inset label give the peak intensity
values in units of W /cm?.

3.51 x 10'7 W/cm? peak separations (of equal height) of
about 0.28, 0.88, 1.66, 2.79, and 5.25 eV, respectively, should
be expected for the AES. Particularly for the lowest intensity
of Iy = 1.0 x 103 the peak separation is comparable to the
Auger decay width (0.27 eV), thus the separation is hardly
seen. The latter values coincide with the full numerical
solutions, shown in Fig 2. In general, according to the
above formula, for on-resonance conditions and long pulses
(compared to 1/ I';) a change of the splitting by a factor around
3.2 should be expected for a change of the peak intensity by
one order of magnitude. For off-resonance conditions we have
two unequal peaks with energy separation again determined
from the generalized Rabi-frequency Q. and relative height
determined from the field detuning A,.

Next we turn to the case where the decay channels of
the excited core states |a’) are present. We have found that
for the intensities and photon energy considered, further
photoionization of |a’) is a much weaker channel compared
with a RAS transition to Ne3t [21,22]. We take the RAS width
to be alarge fraction of Ne3* (152 p?2p*) — Ne3+(1s22p?2p?)
decay width and assume I';;, = 0.156 eV [22]. In this case the
lifetime of these excited ionic states |a’) is about 4.12 fs,
comparable to the Auger decay lifetime of interest here
(~2.45 fs) but still much shorter than the pulse duration.
Given that the Rabi coupling saturates the Ne?*(1s~!'-3p)
transition very quickly (in the sense that their populations are
almost equalized) it can be expected that a large portion of
the population will very quickly decay to the Ne** ion. This
behavior is shown in Fig. 3 where the final populations in Ne>*
and Ne3* are plotted as a function of the peak intensity of the
applied x-ray field. Thus for on-resonance cases (solid lines)
we see that the majority of the population goes into Ne** ion
for all intensities considered. On the other hand, if we choose to
detune the FEL to a photon energy of 904.06 eV (dashed lines),
efficient population of the excited ionic state |a’) is prohibited.
This also causes an effective increase in the magnitude of the
generalized Rabi frequency according to Eq. (5). In that case,
the situation changes dramatically. The relative population
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FIG. 3. (Color online) Ionization yields vs the peak intensity of
the x-ray field. Field parameters as in Fig. 2 and I';y = 0.156 eV.
Solid curves refer to w = 908.06 eV, while the dashed ones to w =
904.06 eV.

ratio is reversed for low intensity fields (<10'7 W/cm?), with
the Ne?* dominating up to higher intensities where the ratio
starts to decline in favor of the Ne** yield. Thus, it appears that
a careful combination of the intensity and the photon energy
of the field can control the relative populations of the triply
and doubly ionic species of neon.

It is worth noting here that for the present long pulses and
for relatively strong fields (>3.5 x 10'© W/cm?), the depletion
of the neutral neon might be significant. For example, for Iy =
3.5 x 10'® W/cm2 the remaining neutral neon is 0.718, while
for ten times stronger field Iy = 3.5 x 10'7 W/cm? decreases
t0 0.036. Furthermore, it should also be noted that ionic species
higher than triply and doubly ionized neon are not expected to
contribute significantly as two- or multiphoton absorption is an
unlikely ionization channel, given their ionization potentials
and the large photon energy. Finally, a small fraction of Ne™ is
produced through the fluorescence of the metastable K -shell
hole Ne™ ion.

In Fig. 4 we show the populations of the Ne?t and
Ne?t(1s~!1-3 p) excited states as a function of time for a field
of peak intensity 1.0 x 10'7 W/cm?. We have considered two
different frequencies as in the case of Fig. 3, which represent
the on-resonance (908.06 eV, solid lines) and off-resonance
(904.06, dashed lines) conditions. From this figure we can see
that the populations of Ne?>* and Ne?*(1s~!-3p) are quickly
(almost) equalized, thus allowing for the efficient production
of the Ne’* ion through the Auger decay of the excited
Ne*(1s~'-3p) state with the ejection of one more electron
(', = 0.156 eV). With off-resonance conditions we see that
the same populations evolve differently with the amount of
Ne* that is produced being significantly smaller than the
Ne?* yield for a broad range of intensities. Of course, even
in the detuned case, when the intensity becomes higher, the
Rabi amplitude will increase accordingly and again the quick
transfer from the ground Ne?* to the excited Ne?*(1s~!-3p)
state will allow the efficient production of the Ne3* ion. In
that case Ne3* yield will surpass Ne?* yield. By inspection of
Fig. 3, the intensities that this overtaking of Ne3* takes place
are beyond 3.5 x 107 W/cm?.
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FIG. 4. (Color online) Populations of the Ne?>* and
Ne**(1s~'-3p) states as a function of time peak intensity
Iy = 5.0 x 10'7 W/cm?. All other parameters as in Fig. 3.

IV. CONCLUSION

We have presented a theory of the Auger kinetic spectra
and ionization yields based on the time-dependent density
matrix theory which encapsulates all the essential dynamical
parameters of the physical processes that are involved such
as photoionization, photoexcitation, and Auger transitions.
We have examined the AES and the ionic yields in the case
where an inner-shell photoionization takes place followed by
an Auger decay of the singly charged hole system. We have
demonstrated the emergence of ac-Stark splitting of the Auger
resonance, resulting from strong Rabi couplings. In addition,
ionization yields have been calculated for a range of intensities.
We show how to control the branching ratios of various ionic
species by varying dynamical parameters of the system, such
as Rabi coupling and detunings. The theory was applied to the
case of K-shell ionization of neon with the photon frequency
chosen to match the energy differences between ionic Ne?*
ground and excited states.

In the present study we have put aside the issue of a field
undergoing fluctuations suitable for the description of more
realistic situations. A more realistic approach is to assume
a field with an amplitude undergoing random fluctuations
[9]. In general, the fluctuations of the field give rise to
a nonzero bandwidth (beyond the Fourier bandwidth) and
intensity fluctuations [23,24]. The main differences are that
the field will excite a number of (nearby) excited states (see,
for example, the most important ones in Table I), basically
those that lie within the x-ray field bandwidth and that the
width of the Auger spectrum will be effectively increased
with the x-ray bandwidth. The development of the appropriate
theory, capable of describing the field fluctuations, requires
a detailed formulation which is beyond the purposes of the
present study and it will be the subject of a future work.
The essential outcome of the present work; namely, the
emergence of the ac-Stark splitting in the Auger spectra under
the presence of strong ionic Rabi couplings, will remain and the
stochastic nature of the field will mainly affect its observability.

Finally, keeping the focus on the essence of the issue
of experimental observability, we refrain from showing the
influence of the volume integration in the final results, but its
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precise contribution needs to be evaluated when it comes to
the actual experimental conditions.
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