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Abstract. The photoionization cross sections for the production of the Kr 11 4s state and
Kr i satellite states were studied in the 4s ionization threshold region. The interference of
direct photoionization and ionization through the autoionization decay of doubly-excited
states was considered. In the calculations of doubly-excited state energies, performed by a
configuration interaction technique, the 4p spin-orbit interaction and the (Kru core)-
(excited electron) Coulomb interaction were included. The theoretical cross sections are in
many cases in good agreement with the measured values. Strong resonant features in the
satellite spectra with threshold energies greater than 30 eV are predicted.

1. Intreduction

A set of recent papers by Schmoranzer et al (1993), Sukhorukov ez al (1994), Ehresmann
et al (1994) (hereafter referred to as 1, 1T and III, respectively) and the present paper
are devoted to the investigation of many-electron processes taking place during the
interaction of Kr atoms with exciting photons of energies close to the 4s-electron thresh-
old value. The main intention of these papers is to determine the physical phenomena
which cause the complex photon energy dependence of cross sections for the population
of the 4s main state and satellite states (Wills e a/ 1990, Schmoranzer et al 1990, Hall
et al 1990).

In I, the absolute values of the cross sections for the production of the 4s main
state and several satellite states were measured by the photon-induced fluorescence
spectroscopy (PiFs) technique. Many-body calculations of the cross sections for the 4s
main state and for most of the even satellite states as well as the oscillator strengths of
the transitions into doubly-excited states, performed in the LS coupling scheme, have
also been presented.

In II, the intermediate-coupling approach was applied for the cross section and
oscillator strength calculations. In the framework of this scheme the energetic structure
of the Kr 11 states was calculated, agreeing with the experimental values (Moore 1971)
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with an accuracy <0.1 eV. The effect of the correlational decrease of the Coulomb
interaction between electrons and its influence on the energetic and spectral character-
istics of photoionization and photoexcitation into doubly-excited states was considered
as well.

Accurate measurements of the Kr 4s photoionization cross section, performed in
the extended energy region from the threshold up to 90 eV, were presented in [1I. Many
fine-structure features in the near-threshold region, i.e. ~27.5 to 35 eV, were found and
the absolute value of the 4s-electron photoionization cross section in the higher energy
region was determined much more precisely than in earlier publicztions (e.g. Aksela et
al 1987). In the latter energy region, the measured 4s-electron photoionization cross
section is fairly smooth and agrees very well with our calculated values (II). In the
near-threshold region, however, the dependence of the 4s-photoionization cross section
on the exciting photon energy is of an essentially resonant character. Therefore, the
comparison between theory and experiment seemed to be rather difficult in this range,
since interference of the direct photoionization channel with the photoionization
through the doubly-excited autoionizing states has not been taken into account in the
earlier calculations (II). Additionally, in those calculations the interaction of outer
electrons in doubly-excited states with the atomic core was taken into account only
quite roughly.

The main aim of the present paper is to avoid those approximations and to enable for
the first time a comparison of the theoretical and the experimental resonance structures.

2. Theory

Perturbation theory (pT) (Amusia and Cherepkov 1975) was applied in the calculations
of the direct photoionization of the Kr atom. The photoionization through the autoioni-
zation decay of doubly-excited states was also taken into account. The following scheme
describes the processes which were calculated in the present work:

4p {s/d}
3d’{p/f}
V\/\M(al\’\'\% rp(%;s/ed)
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ST T T T — A= Y
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There are some changes in the scheme (1) with respect to 11 to describe the transitions
through the doubly-excited states. As in 11 the broken lines denote the electric dipole
interaction and the wavy lines the Coulomb interaction of the electrons. The intermedi-
ate states {/} were summed over the discrete spectrum n/ and integrated over the
continuous one &l. The notation (a/b) means either state a or state b is incorporated
in the calculations of the transition amplitude according to the orthogonality conditions.
The notation [Core] denotes the Kr 11 ionic states, which are the superposition of the
45'4p°®2S, 4p*(LoS,)(ns/nd) LS single-configuration basis states.
In scheme (1) the (a-h) transitions describe the following processes:

{a, ¢, /') : the direct photoionization of the Kr atom;

(b, d, e): the excitation of the Kr atom into the [Corelnp doubly-excited states;

g: The Auger decay of the doubly-excited states into the 4p°(es/ed) final states
(which do not manifest themselves in the piFs spectra);

/r: the autoionization decay of the doubly-excited states into the [Core](ep/ef) final
states.

The calculations of energies and wavefunctions of these states as well as amplitudes
of the (a-f) transitions have been described in Il. Therefore, in the present paper
only the calculations of energies and wavefunctions of [Corelnp doubly-excited states,
amplitudes of (g, h) transitions and decays of the [Corelnp states taking into account
the interference of all transition amplitudes will be described in detail.

2.1. The interference of direct photoionization and photoionization through the
autoionization of doubly-excited states

The calculation of photoionization cross sections taking into account the interference
of the direct photoionization channels (amplitudes (a+c+f) in scheme (1)) and
photoionization through the autoionization of doubly-excited state channels (ampli-
tudes (b+d+e) - h in scheme (1)) presents the problem of interaction of many reso-
nances and many continua. The general aspects of solving this problem were described
in the framework of a scattering theory approach (Mies 1968, Starace 1977, Combet-
Farnoux 1982). The pT technique, which is used in the present paper, was also applied
for the study of this problem (Aberg and Howat 1982).

The N discrete states, characterized by wavefunctions |#) and the B continua with
the wavefunctions | &) are considered (here & denotes the energy of an electron in the
continuum (in au) and B stands for the quantum numbers of this electron and the core
electrons). The [n) and | f &) wavefunctions are normalized by the following conditions:

nlm)> =6, (2)
J<ﬁ51ﬁ'8'> de'=6pp. 3)

According to equation (3) the energetic normalization of continuous wavefunctions
with the (2/7)'/*(2¢)™"/* asymptotic behaviour is used and the integration is carried
out from zero to infinity.
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Both the |n)> and |B&) states are assumed to be prediagonalized which means the
fulfilment of the following conditions:

<n|Hlm> =En6n,m (4)

(Be|H|'e)=(Es—€)6pp6(s~€) (5)
where Ej is the threshold energy, i.e. the energy of the |f&) state but with £=0.

However, the discrete states interact with the continuum via the Hamiltonian H:

nlH|Bey="Vap (6)
and the ground state |0) is connected with |#n) and |B¢&) states by the electric dipole
transition operator D:

{n|D|0>= D, (7

{B&lDI0>=Dyg. (3)

It should be noted that the matrix elements V, ;5 are real, while D, and D are complex,
since in (1) the (a+c+f) and (b+d+e) - h amplitudes are complex.

The states |B&) in the continua are changed owing to their interaction with the
discrete states. In pT the modified wavefunctions |(f¢)> can be determined by the
following expression:

(Be)y=1Be>+y —— " |n, ©)

n (8+Eﬂ~En)~i7n

The values of y, are obtained subject to the normalization condition:
B —_
ZJI(HI(ﬁ8)>|2d8=1 (10)
B

which means that the probability to find the discrete state |n) in the total number B
of the modified continuum channels |(B&)) (9) is equal to unity. Substituting (9) into
(10) and taking into account that in the region nearby ¢=E,— E; the value of V,;
depends weakly on energy and therefore can be taken out of the integral (10), yields
the following equation for y,:

fj Vas ds=5 12, =1 (11
=Y V2=
8 (8+E5_En)2+73 B ¥n
Ya=nY Vip. (12)
B
The value
r,=2y, (13)

has the meaning of the autoionization width (FwHM) of the state |#) (see also Fano
1961, Combet-Farnoux 1982, Aberg and Howat 1982). o

The transition amplitude from the ground state |0) to the |(B¢)) state is obtained
from equations (7), (8) and (9):

— _ N Vag
(B¢&)|DI0> <ﬂ8lDl0>+§ (E,~Eytiy, <n| DI0) (14)

(the sign in the denominator was changed because of the conjugation).
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Finally, one should note that equation (14) can be reduced to equations (44)-(46)
of Combet-Farnoux (1982) when the case of a single resonance and many continua is
under consideration.

2.2. Two-step model

The two-step model is an approximation in which the interference of the direct photoion-
ization channel and the ionization through the autoionization of doubly-excited states
is not taken into account. The advantage of the model lies in the possibility to determine
the following clear physical characteristics of direct photoionization processes and
resonance states:

0'?;((0), the direct photoionization cross section (a+ ¢+ / amplitudes);

o,, the excitation cross section of a resonance (b+d+ e amplitudes), which is con-
nected with the oscillator strength f, of the transition from the ground state |0) to the
doubly-excited state |n) by the following expression: o.=2n’aaf, (this quantity was
calculated in our preceding papers I, II and III);

X%, the relative partial width or the branching ratio of the |n) state for the decay
channel B, which is calculated by the formula:

2p=2nVig/T,. (15)

This quantity determines what per cent of the total oscillator strength f, is observed in
the decay channel S.

The introduction of the above characteristics allows one to obtain the expression
for the photoionization cross section, which is observable in channel |B¢&):

N
Gp(0)=0c3(@)+Y L(e+Es—E,, ¥.)0nX (16)
where L(e+ Eg—E,, 7.) is a Lorentzian with unity area, and the photon energy o is
connected with the photoelectron energy ¢ by the following expression

G)+E()=€+Ep. (17)

Here E, is the atomic ground state energy. The tilde sign in (16) emphasizes that 6(w)
is an approximate value instead of the exact one, which is

o5(@) oc|{(Be)| DIO)? (18)

with the amplitude taken from equation (14). It should be noted that expression (16)
can be obtained from equation (18) by use of equation (15) and neglecting the interfer-
ence effects.

The validity of the two-step model for the description of the photoionization of the
Kr atom in the 4s threshold region is an additional problem which is investigated in
the present paper.

2.3. Technique of the calculations

The aim of this section is to connect the transition amplitudes in scheme (1) with the
matrix elements (14) to get the final formulae for numerical calculations. The calcula-
tions of the single-electron wavefunctions are similar to those performed in 1I. There-
fore, only the differences in calculations are discussed in the present paper.
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2.3.1. Energies and wavefunctions of Kr 11 ionic states. In scheme (1) [Core] denotes the
state of the Kr 11 ion, characterized by the following wavefunction:

|ETy= Y {aLSJ\ETyaLSJ) (19)
alS

where E is the energy of the residual ion with total momentum J, L and § are orbital
and spin momenta of the basis state, respectively, and a denotes the remaining quantum
numbers of the basis state. In equation (19) and the following the energy E corresponds
to the threshold energy (or ionization potential) Eg in equation (5). The details of the
calculations of eigenenergies E and eigenfunctions |EJ) in the intermediate-coupling
scheme taking into account many-electron correlations were described in II. The only
point we would like to stress here is connected with the basis states |aLSJ)=
[4p*(LoSo)(£s/&d )LSJTY. 1t is known (Smid and Hansen 1983, II) that these states have
a large influence on the values of eigenenergies £ and numerical coefficients
(aLSJ|EJ) in eigenfunctions |EJ. Therefore they were included in (19) but were not
taken into account in the calculations of the transition amplitudes in scheme (1).

In column ¢ of table 1 the E values for several channels are presented and compared
with the measured ones (Sugar and Musgrove 1991). The table demonstrates that the
accuracy of the calculations is equal to ~0.05 meV. In column b of the same table the
largest squared coefficients (a@LSJ|EJY*x 100% of the eigenfunctions |EJ> are
presented. It is obvious from the data that the assignments of the levels in the tables
of Sugar and Musgrove (1991) indicate only the genealogy of the ionic states. The
branching ratios, yj, calculated using equation (15) are also presented in table 1 and
will be discussed in section 3.

2.3.2. Energies and wavefunctions of doubly-excited states. The notation [Core]np of a
doubly-excited state in scheme (1) corresponds to the discrete state |n) in equation
(14). In the present paper the doubly-excited states with p symmetry only of an outer
electron were included in the calculations, because the oscillator strengths f, are large
in those states (I, II). More specifically, the set of doubly-excited states is restricted to
those states with 5p and 6p electrons which have large oscillator strengths. This set is
exactly the same as in our previous calculations (table 7 in II).

The wavefunctions of [Core]np doubly-excited states have been presented in the
form:

\EJy='Y. (EJnpjJ\EJY| EJnpjJy (20)

EJnj

where the numerical coefficients ( EJnpjJ| EJ) of the eigenfunctions were obtained by
solving the secular equation of 54th order, according to the above-described limitations
on the doubly-excited state basis set:

det||CEJnpjJ| H* — He| E'Tnpj'J) = ES £,665,78 085 =0. (21)

In equations (20) and (21) J is the total momentum of doubly-excited states, equal to
unity because of the dipole selection rules, j is the total momentum of the np electron,
and |EJ) is the eigenfunction (19) of the Kr 11 ion. H* and H§r are the exact and the
average Hartree-Fock (1F) Hamiltonians describing the Coulomb interaction. In the
numerical calculations each wavefunction |EJnpjJ> was expanded with respect to the



Table 1. Characteristics of satellite states and branching ratios for the decay of doubly-excited states.

Characteristics of satellite states Characteristics of doubly-excited states

Assignment E (eV) No® 9 10 1 12 13 14 15 16 17 18 19 20 22

E (eV)' 28.52 2898 29.13 2924 29.32 2944 2951 29.63 29.86 30.02 30.17 3043 30.65

2 & ° 4 Sfes/10°%8 126 003 060 169 657 227 127 328 703 078 027 088 0.83
[4s 7S, 64%] 27.54 —0.03 48" 11 6 0 12 2 1 8 0 3 0 0 0
+[CP)5s *Py;y 93%] 2852 0.06 0 1 12 0 1 4 1 21 0 3 2 8 29
+[CP)Ss *Px;»  64%] 2824 0.03 12 5 2 12 3 2 5 5 0 21 1 0 0
+[(3P)55 Psn 96%] 2798 0.0l 3 25 18 49 25 3 19 0 0 8 0 0 5
+[( P)Ss *Pi;»  91%]) 2894  0.06 0 5 0 4 4 1 0 0 6 0 5 0
+[(CP)Ss 2P1/2 63%] 2863  0.06 0 15 o 4 1 4 9 1 8 1 1 1
+{CP)d ‘D1, 92%]  29.13  —0.03 0 0 0 0 5 0 0 0 2 0 0 0
+{CP)4d ‘D3, 91%]  29.05 —0.05 0 1 5 0 5 4 1 0 1 1 0 1
+[(CP)4d *Ds,,  92%] 2898 —0.05 0 10 12 3 3 1 6 1 3 5 1 3
[CP)d ‘Dy; 94%] 2894 —0.04 41 0 13 2 16 17 14 1 6 0 0 2
+[('D)Ss °Ds,;  82%]  29.82  0.00 27 12 1 20 3
+{('D)5s *Ds;n 91%]  29.84  0.01 52 5 25 56 23
[CP)4d *Fs,,  97%]  30.17 0.0 0 0 ] 4
[CP)4d “Fs;;  94%] 3007 0.0t 0 3 1 4
[CP)4d *F7,,  86%]  29.88 —0.02 8 3 0 0
[CP)4d ‘Fs;,  96%]  29.64 —0.02 1 3 0 0

#“+’ sign denotes the satellite states which are included in asa.(w) (equation (37)).
Percentage of the basis state, |aLS7), in the Kr 11 ionic state [ET> (19).
© E calculated energy of the Kr 11 ionic state |ETY (19).
4 AE= E,,, (Sugar and Musgrove 1991) — E
¢ The numerical designations of the doubly-excnted states according to table 3.
" Calculated energy E of doubly-excited state | EJ> (20).
£ Oscillator strength £, (see equation (36)).
b Branching ratio ¥ (35) (in per cent) of the doubly-excited state | EJ) for the decay channel with the final ionic state |ET).
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LS-coupling basis vectors |a LSnpsLSJ) with a definite electronic configuration by
|EJnpjJ>=Y (aLSJ|EJ) ¥ [2L+1)(2S+1)(2T+ 1)(2j+1)]'?

alS LS
J

j tlaLSnpsLSJ). (22)
J

U » W

L
x¢1
L
In the calculations of the matrix elements

(aLSnpsLSJ|H*~ Hie|a'L'S'n'psL'S'J) (23)

arising after the substitution of (22) into (21), each Slater integral was reduced by a
factor 1.26 because of the correlational Coulomb interaction decrease, which was
described and calculated in II.

The ionization potentials rp(np) of the np electrons in the configuration K, which
appear in the diagonal matrix elements (23), were calculated in the present paper by
taking into account the correlation effects using the formula:

Arp(np) =1Px(np) —1PY" (np) = C(K) — C(K + np). (24)

Here 1px(np) and 1P (np) are the exact and the HF ionization potentials of an np
electron in the configuration X, respectively, C(K) and C(KX+ np) are the total correla-
tion energies of configuration K (without an np electron) and K+np (with an np
electron), respectively. The technique of the correlation correction calculations was
described in our earlier papers I and II. The present calculations differ from the previous
ones (I) in two particular points. Firstly, in this paper the set of virtual states was
extended with respect to the calculations in II by adding {i}-channels (/=6) and by
increasing the integration interval over continuous intermediate states from 0 to 400 Ryd
to 0 to 1500 Ryd. Secondly, the different sets of intermediate virtual atomic orbitals
{A0), obtained in self-consistent fields of the (K—4p) and the (K+np—4p) configura-
tions, were involved in C(K) and C(K+np) calculations, respectively. The results of
these calculations are presented in table 2. One can see that the extension of virtual Ao
space and taking into account the rearrangement effects lead to changing the 1p(np)
values by a few tenths of an eV.

Table 2. Ionization potentials (in eV) of np electrons calculated in different configurations.

Px(5p) 1P4(6p)

K HF® Corr.” Corr.® HF® Corr.? Corr.°

47" np 2.37 2.79 2.58 1.13 1.42 1.19

4p-24d np 2.67 3.25 2.83 1.20 1.52 1.28
5d np 4.40 4.72 4.61 1.57 1.75 1.63
6d np 543 5.61 5.64 2.00 2.10 2.06
7d np 5.98 6.08 6.19 2.66 2.71 2.72
8d np 6.32 6.37 6.53 2.97 3.00 3.03
Ss np 2.99 3.37 3.24 1.25 1.44 1.28
6s np 4,27 4.46 4.48 1.63 1.73 1.69

# HF approximation.
® 1px, corrected according to equation (24).
€1pg from the work of Sukhorukov et al (1994).
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2.3.3. Amplitudes and probabilities of non-radiative transitions. The matrix element V,p
in equation (14) corresponds to the transition amplitude / in scheme (1) and is respon-
sible for the autoionization decay of doubly-excited states. The wavefunction of the
doubly-excited state | EJ) was expressed by equation (20), and the wavefunction |B&)
of the continuous state was taken in the following form:

|Bed>=|EJelj]>. (25)

In the present paper eljc{epi,2, €P3s2, &fs)2, €f7/2}. It is clear that the wavefunctions
(25) differ from (22) only by replacing np by &l. Therefore, the calculations of the
matrix elements

Vap=<EJelj| H*|EJ} (26)

were performed by using a formula similar to equation (23).
The contribution of the autoionization of doubly-excited states to the total width
of a resonance state I', (equation (13)) was determined by the formula:

Tawo(EJ) =27 Y, |<EJelJ|H*|ED)|’. 27
EJlj
This autoionization width is connected with the following transitions / in scheme (1):
45%4p*(ns/nd)np—4s'dp®ep or 4s’4p*(ns/nd)np—4s’dp*(ns/nd)el. In equation (27) the
summation over all channels with the threshold energies E less than the energy E of a
resonance state was performed.
The formula for the probability of Auger decay of doubly-excited states | EJ) (the
transition g in scheme (1)) is very similar to (27):

Caue(EJ) =27 Y [<4p°Teljl H*|ET|”. (28)
57
In the calculations performed, the expansion of the |4p°JeljJ» wavefunction with respect
to the LS-coupling basis states was carried out, and {&lj}e{&si,2, €ds/2, €ds»}. The
total width of a resonance state | EJ) was determined by the formula:

F(EJ) = IﬂAuto(EJ) + 1—‘Auger(E‘J)~ (29)

2.3.4. Amplitudes of radiative transitions and photoionization cross sections. Using equa-
tion (20) for the |n) state, equation (26) for the ¥,z matrix element, equation (29) for
the 2y, width, and equation (25) for the | B¢} state, one can obtain the expression for
the photoionization cross section, which is presented in the velocity form:

4 nledd | — CETeljJ| H| EJS<EJ\D|0> [’
Hw)=— EJeljJ|D|0> + d 30
T )=y DO e E Fir (a2 30)
where
o=¢+E 31

J=1 because of dipole selection rules, and ;= {pi 2, P32, fs2, f7,2}. According to
scheme (1) and the calculation technique of Amusia and Cherepkov (1975), I and II,
the matrix elements of the transition operator D contain the Coulomb and the dipole
parts. The technique of transition matrix element calculations is similar to the one
presented in II and will not be described here. The velocity form seems to be preferable
in the numerical calculations, though, as was mentioned in I and II, the cross section
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values in the near 4s threshold region, calculated both in length o, and velocity o,
forms, differ from each other by less than 5%. Our preference for the velocity form in
the transition matrix element calculations is based on the following experience. In most
cases, o, calculated in second-order Pt agrees closely with o, calculated with higher-
order pT corrections. In the calculations in the length form, however, this agreement is
less close.

The formulae which were used in the present calculations within the two-step model
are the following:

S(@)=ob(0) + Y Lw = E T(ED/ Do (32)
oh(o) = ”2;‘“‘2’; |CET21j7Dj0)? (33)
on= mad, o Dioy? (34)
X%=2n Zy| <_ngg§|)H°e|EJ>|2 (35)

and the oscillator strengths fz; of the transitions into doubly-excited states |EJ) are
connected with the oz, values by the expression:

O'EJ=27fzaang_]. (36)

3. Results and discussion

The calculated 4s photoionization cross section and the cross sections for the production
of some Kr 11 satellite states are presented and compared with our experimental values
in figures 1-4. The calculations have been performed taking into account the inter-
ference of various photoionization channels by using equation (30). The quantities
which are necessary for the calculations of the spectra and for the assignments of
the resonances in the spectra are collected in tables 1 and 3. The theoretical widths
T avger(EJ), Tawo(EJ), T(EJ) and the energies £ of doubly-excited states | EJ) which
enter equation (30) are presented in table 3. The energies E of ionic states |EJ) are
presented in table 1.

The strongest resonances in the theoretical spectra were assigned. A list of
assignments is presented in table 3. The numbering of the resonances in table 1 and
figures 1-4 is consistent with table 3. To make these assignments the two-step model
was applied and the following characteristics of the resonances were used (table 1): the
oscillator strengths fz, of the transitions to doubly-excited states (see equation (36)),
the energies E of doubly-excited states and the branching ratios y £/ (35). The genealogy
of each doubly-excited state listed in table 3 is characterized by the largest squared
coefficient {EJnpjJIEJ> (column a) of the basis state in equation (20) and this basis
state is used to assign the |EJ) state. The assignments of the respective Kr 11 ionic
states | EJ> are given in accordance with Sugar and Musgrove (1991) and II, and the
genealogical characteristics of these ionic states are also presented in column b of table
3 (as well as table 1). As one can see from table 3, the |EJnpjJ) basis states are
considerably mixed in most cases and, therefore, the proposed assignments of doubly-
excited states are to some extent arbitrary. The summed values of branching ratios for
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Figure 1. Photoionization cross sections for the Kr 11 4s state measured and calculated
with (A) and without (B) taking into account the resonances below the 4s threshold. The
experimental values have been taken from I1l. The calculated ionization threshold of the
level has been marked by the double arrow line. The numbering of the resonances is consist-
ent with the one presented in tables 1 and 3.
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Figure 2. Experimental and theoretical photoionization cross sections for the Kru
(*P)5s *P, satellite states. Experimental data from I and 11 (see text). The calculated ioniza-
tion threshold of the level has been marked by the double arrow line. The numbering of
the resonances is consistent with the one presented in tables 1 and 3.
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Figure 3. Experimental and theoretical photoionization cross sections for the Krn
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tion threshold of the level has been marked by the double arrow line. The numbering of
the resonances is consistent with the one presented in tables 1 and 3.
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(’P)4d “D, satellite states. Experimental data from I and I (see text). The calculated ioniza-
tion threshold of the level has been marked by the double arrow line. The numbering of
the resonances is consistent with the one presented in tables 1 and 3.
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Table 3. Characteristics of doubly-excited states in the two-step model.

Widths (meV)

Assignment Oscill.
Energy strength Total e
No *° ° E@V) fe/107°  Auger Auto T(EJ) (%)
1 50% [('D)5s°Ds, Sps, 91%] 27.06 1.98 10.10 000 1010 0
2 86%  [(CP)5s’Ps; 6pi s 63%)] 27.17 0.01 0.56 000 056 0
3 75%  [CP)Ss?Psp6psn  63%] 2727 090 3.95 000 395 0
4 4%  [CP)5s’Pin6pi. 91%] 27.52 001 1.00 000 100 0
5 73%  [CP)5s?Pisbps,  91%]) 27.52  0.09 1.30 000 130 0
6 58%  [('D)5s’Ds, 6psn  82%) 28.31 0.00 289 2722 3010 88
7 55% [('D)5s’Dsn6pi. 82%) 2835 001 0.78 175 254 69
8  52%  [('$)55°S:1,25pi2 85%] 28.44 0.00 6.51 107 7.5 13
9 60%  [('D)5s’Dsp6psn  91%] 28.52 1.26 669 1229 1898 16
10 36% [('D)4d?Ps;;Spia  43%] 28.98  0.03 313 19.11 2224 74
it 35%  [('S)Ss7Si) 5ps2 85%) 26.13  0.60 525 1407 1931 66
12 34%  [('D)4d’Ps, 5ps  43%) 29.24 1.69 11.86 148.77 160.63 92
13 28%  [('D)4d’Ds/5ps.  45%] 2932 6.57 19.99 2763 4762 45
14 44%  [('D)4d’Dyj2 Sps. 48%) 29.44 227 567 1377 1944 48
15 45%  [('D)4d’P,»5ps.  46%] 29.51 1.27 1093 2381 3474 66
16 39% [('D)4d’Ds;,5pi. 48%] 29.63  3.28 1406 3026 4432 60
17 26% [('D)4d’P:,,5p1,2  46%) 2086  7.03 3990 27426 314.15 87
18 80%  {(P)Sd ‘Fsp 5psn  42%) 3002 0.78 3.77 4690 5067 89
19 52%  [('D)4d S, 5pi,,  47%] 30.17 0.27 2439 2582 5021 5!
20 39%  [(CP)Sd’Ds;2 Sps. 54%) 30.43 0.88 1.59 17555 177.14 99
21 53%  [('S)5s S1/2 6p1 2 85%] 30.55  0.01 201 2129 2330 91
22 2%  [('S)55 %812 6p3s 85%) 30.65  0.83 1.57 2115 2272 93

® Percentage of the basis state, |aLSJnpjJ), in the doubly—e;ﬂted Kr 1 atomic state | EJ) (20);
b Percentage of basis state, | LSJ), in the Kr 11 ionic state |EJ) (19);
“ The total probability to observe the | EJ) doubly-excited state in all final satellite states (equation (39)).

doubly-excited states, which are presented in the last column in table 3 will be discussed
in section 3.3.

For the convenient comparison of experimental and theoretical spectra, the calcula-
ted cross sections were convoluted with a Gaussian apparatus profile. A width of 40 meV
(FwHM) was reached in the measurements of the 4s-photoionization cross section pub-
lished in 11I. The FwHM in the measurements of the cross sections for the satellite states
(I) was equal to 150 meV.

We have to point out that, due to an unfortunate mistake in the absolute evaluation
of the population cross sections of satellite states after photoionization, the published
satellite state cross sections in I and II are too large by a factor of 2.25 and have to be
divided by this constant factor. The published absolute 4s photoionization cross sections -
of the Kr atom remain unchanged.

3.1. 4s-main line

The comparison of the measured 4s photoionization cross section with the calculated
one is presented in figure 1. One can see that the theory reproduces many features of the
experimental spectrum. In the region from threshold up to 29 eV, e.g., which contains a
single resonance no 9 only at 28.5 eV, the agreement is impressive. Between 29 eV and
30 eV, the existence of many resonances is reproduced by theory. The cross section
averaged over the resonances is also in good agreement with the measurements, whereas
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the details of these resonances are still incomplete. One can suppose several possible
ways to improve the calculations. Firstly, we expect the additional fine structure in the
calculated spectrum in the region from 29 to 30 eV to appear after the inclusion in (20)
of [Corelnp (n=35, 6) states with small oscillator strengths, and [Core]np (n>6) and
[Core]nf doubly-excited states, lying in this energy range. Secondly, the influence of np
electrons on the wavefunctions of the [Core] electrons has to be taken into account.

It is necessary to point out that the autoionization decay amplitudes of the doubly-
excited states, which were considered in the present paper, could be essentially changed
after taking into account, as described above, additional states for the following reasons.
A separate investigation showed that the amplitudes of the autoionization decay of
[Corelnl doubly-excited states decrease with increasing n and / values much less than
the excitation amplitudes. This is caused by the fact that the excitation of [Core]n/
states is allowed only through the channel with the 'P, angular momenta, while the
decay can proceed through the 'P,, *P,, and D, channels.

It is important to note also that in the calculations of the 4s photoionization cross
section the doubly-excited states with energies less than the 4s threshold value also play
a significant role. Including these states in the calculations leads to a change of the
excitation and decay amplitudes of the resonances and to a change in the cross section
of the direct photoionization at energies close to threshold. This is demonstrated in
figure 1, where the results of calculations with and without those basis states (22),
which mainly determine the doubly-excited states (20) below threshold (i.e. states nos
1-5 in table 2), are presented.

3.2. Cross sections for the production of the satellite states

The calculated cross sections for the population of some satellite states are compared
in figures 1-4 with our previously measured values (I and 11, with scaling factor 1/2.25
as described above). The upper energy limit in the calculations was restricted to the
value 30.5eV. This is caused by the fact that additional photoionization channels,
connected with the population of odd core states, open up if ©>30.5eV (e.g
E(4p*(*P)5p *Ps,,=30.60 eV (Sugar and Musgrove 1991)). This leads to additional
population channels of even Kr 11 states via fluorescence cascades. These cascades have
not been included in the calculations. The population cross section for the (*P)4d *D,
satellite state could not be observed in the pIFs measurements since transitions from
states with J=1] to the final states with J= 3 or J=3 are forbidden by the dipole selection
rules.

From figure 2 one can see that similar to the main-line calculations in cases of the
separate resonances at 28.5 eV the agreements between the theory and experiment are
good. As was mentioned above, a reliable comparison of the details of theoretical cross
sections with measured ones in the region of 29 to 30 eV would become possible after
improvement of the calculations by including of [Core]np (n>6) and [Core]nf doubly-
excited states in the basis set. Nevertheless, within the present calculations’ approach
there is satisfactory agreement in the basic elements of the theoretical and experimental
oz @) spectra for many levels.

To test the accuracy of the calculated total value of the cross sections for the
population of doubly-excited states, the measured cross sections of the satellite levels
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Figure 5. Comparison of the measured and calculated total cross section, o, (@), for the
population of all Kr 11 satellite states considered. (a) experiment (dotted curve) and calcula-
tions by equation (37) (full curve); () calculations by equation (37) (full curve) and in a
two-step model (chain curve) including the doubly-excited states with energies higher than
30.5eV (see section 3.3).

shown in figures 2-4 were summed. The results of this summation are presented in
figure 5(a). The calculated values of o..(®),

O-sat(w) = Z O.E/(w) (37)

were also obtained by summation of partial satellite cross sections oz7(w) (30) of levels
marked by a ‘+’ sign in table 1. The calculated o, (@) is presented in figure 5(a) after
convolution with a Gaussian of 150 meV FwHM.

The comparison between the measured and the calculated values of o, (®) shows
that these theoretical values are somewhat larger than the measured ones. This fact can
be connected with the necessity to incorporate the rearrangement of electron shells in
the cross section calculations.

3.2.1. Two-step mmodel. To check the validity of the two-step model discussed above for
the description of the cross sections for the photoionization of the 4s state and satellite
states, the values 6z @) were calculated using equation (32). The results of the calcula-
tions are compared in figure 6 with accurate values oz @), obtained by equation (30),
for the three levels. The direct photoionization cross sections o), calculated by
equation (33), are also presented.

One can see that in case of large 0%(w) values (4s state), the two-step model gives
only a rough estimate of the influence of the resonance states on the cross section. In
the case of intermediate o'53(w) values ((*P)Ss 2Ps , state), the two-step model is rather
good but cannot describe all details of the fine structure. Finally, if o%(w) is small
((CP)5s °P, » state), the two-step model is valid and can be used for quantitative calcula-
tions of the cross sections.
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Figure 6. Theoretical photoionization cross sections for selected (see section 3.3) Krn
states, calculated with (full curve) and without (dotted curve) taking into account the
interference of the channels of direct photoionization and autoionization of doubly-excited
state.

The main advantage of the two-step model lies in the possibility of analysing the
main spectral features by only calculating the oscillator strengths, fz; (equation (36)),
of the transitions to the doubly-excited states. For example, the comparison of the total
oscillator strength for the transitions to doubly-excited states in the @ region from 28
to 30 eV calculated in the present work and in II, demonstrates that the total oscillator
strength in this region is reduced by a factor of 1.52 in the present work. This value is
obtained if one adds the fz; values of the doubly-excited states nos 6-17 from table 3
and divides the result by the sum of the f, values for the same states from table 7 in
I1. Furthermore, in present accurate calculations of an interaction of | EJ) core electrons
with np electrons in the doubly-excited states the decrease of f; described above is
accompanied by an increase of i, in the @ region of 30 to 33 eV. The possible manifesta-
tion of this oscillator strength redistribution in the experiment will be discussed at the
end of this section.

For the isolated resonance no 9 it is possible to make a simple illustration of the
oscillator strength redistribution. This possibility is based on the fact that the description
of interference effects in this resonance is determined by the interaction between two
basis states only, namely | B1>=]('S)5s *S, > 5pi,2) and | B2)> =|('S)5s %S, » 5ps/»). The
real (Re) and the imaginary (Im) parts of the transition amplitudes to the | B1) and
| B2) basis states, calculated according to scheme (1), are presented in table 4. The
eigenfunctions | Bl’) and | B2") and eigenenergies of the states obtained after the diagon-
alization of the second-order matrix (21) are presented at the bottom of table 4 together
with the transition amplitudes and oscillator strengths for the |B1’) and |B2") states.

One can see that after the interference of the { Bl ) and | B2) basis states the oscillator
strength of a transition to the mixed state | B1’) with the energy E=28.43 eV is reduced
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Table 4. Illustration of oscillator strength redistribution.

Transition

amplitudes®
Basis states and eigenfunctions E (eV) Re Im Sfer/1072
| B1>=4p*('S)5s 1 2 5p12 28.77 —0.0515  —0.0089 2.73
| B2)> =4p*('S)5s *Si,2 53,2 29.09 —0.0695  —0.0136 5.01
|B1">=0.8128| B1> —0.5825| B2)> 28.43 —-0.0014 0.0007 0.002
| B2'>=0.5825| B1> +0.8128| B2 29.43 —0.0865 —0.0162 7.74

* The transition amplitudes are scaled so that Re*+Im’=/.

by a factor of 2.73/0.002 ~ 1400 and becomes negligibly small. Therefore, the resonance
which is observed with an energy of ~28.5 eV should be assigned to the ('D)5s *Ds,,
6p3,2 doubly-excited state and not to the ('S)5s %S, 2 5p1,2 state as it was assumed in I
and I1. It should be noted, however, that the fraction of the ('D)5s ?Ds,, 6p;/» basis
state in the | EJ) doubly-excited state with an energy of 28.52 eV is equal to 54%.

It was discussed above and illustrated in figure 6 that the two-step model describes
the cross sections for the satellite states quite well. This fact allows one to apply the
model to determine 6, (@), the estimation of the total o...(@) (37), by the summation
of &&1(w) values (32) over EJ values:

Gl @)=Y o5H(0)+Y L(o— E, T(EJ)/2)0r 7% (38)
EJ EJ
where the summed value of branching ratios for doubly-excited states | EJ) is determined
by
sat
I5=Y 1% (39)
EJ

=sat

The quantity y%; describes the total probability to observe the |EJ) doubly-excited
state in all final satellite states (the 4s main state is excluded). These values are presented
in table 2. One can see that they become approximately equal to 90% when the energy
E increases above the 4s threshold value. If one takes into account that the direct
photoionization cross section for the satellite states is relatively small, then equation
(38) can be approximated by the following expression:

@)=Y L(w—E,T(EJ)/2)0g;. (40)
EJ

If one also takes into account that equation (40) was obtained under certain approxima-
tions and that the apparatus profile for most of the measured satellite state cross section
spectra is much wider than the natural width, the I'(EJ) value can be assumed constant
for all | EJ) states. Consequently, o..(@w) can be evaluated according to equation (40)

by only calculating the oscillator strength of the transitions to doubly-excited states.
The results of o.(w) calculations, performed with equation (40) and I'(EJ) =
20 meV and following the convolution with a Gaussian apparatus profile with 150 meV
FwHM, are presented in figure 5(b). The theoretical values of o, (w), obtained by
equations (37) and (30), are also presented. The comparison shows that in the energy
region from 28 to 30 eV, equation (40) gives quite a good estimation of o, (®) values.
This fact allows one to use the approximate &s.(®) data calculated by equation (40)
for all doubly-excited states described in 2.3.2, including those with energies higher than
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30.5 eV, for the prediction of strong resonance features in the satellite state spectra in
the energy range from 30 to 33 eV. Since these features were not observed in the satellite
state spectra with the threshold energy £ <30 eV, they were assumed to lie in the cross
section of the high-energy (E> 30 eV) satellite levels.

4. Summary

The present paper is the fourth of a series of papers devoted to the experimental and
theoretical study of the photoionization of the Kr atom for photon energies above the
4s-electron threshold. The complex energy dependence of various cross sections has
been measured by using the riFs method and the direct photoionization cross sections
for the production of the Kr 11 4s state and satellite states have been calculated by
combining MBPT and ci1 techniques.

In the present paper we calculated the photoionization cross sections for the produc-
tion of these states in the region of the 4s ionization threshold including for the first time
the interference between the direct photoionization and the photoionization through the
autoionization decay channels of doubly-excited states. A considerable number of
doubly-excited states with energies between 27.06 eV and 30.65eV were taken into
account. A strongly structured energy dependence of the cross sections results from the
calculations. The various interference effects which cause the appearance of fine-struc-
ture details and the redistribution of intensity in the calculated spectra are discussed.
In the case of isolated resonances the calculated structures come very close to the
experimental observation with respect to position and shape of the resonance. In par-
ticular the different shape of the resonance at 28.5 eV observed in the cross section for
the production of the 4s-main state and of the satellite cross sections are reproduced
by the new calculations. If, however, many resonances are present in a narrow energy
range the calculated energy dependence of the cross section agrees with the experimental
one only in the coarse features. The agreement may be improved by including an
enlarged set of doubly-excited states of configurations with np-(n>6) and nf-electrons
and by taking into account also the mutual interaction of the np/nf-electrons with core
electrons.

A two-step model for the resonance enhancement of the 4s-photoionization cross
section and the satellite production was investigated. The model, in which the excitation
to doubly excited states and the decay of these states are considered to be independent
of each other and of direct photoionization, enables us to describe satisfactorily the
photoionization of satellite levels. On the basis of the two-step model calculations, the
strong resonance features in the cross sections for the satellite levels with threshold
energies £>30 eV are predicted.
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