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The problem of determining the individual subshell contributions in atomic photoabsorption
is discussed. The general form of the angular distribution of photoelectrons in the soft x-ray
range for polarized and unpolarized incident photons is considered. Calculations of the sub-
shell contributions within a central-field model and the angular distribution of electrons from
these contributions for photoabsorption in Kr in the energy range 200—1500 eV are presented
and found to show good agreement with the experimental results of the preceding paper.

1. INTRODUCTION

Absorption of radiation by atoms in the x-ray
range is ordinarily considered as a two stage pro-
cess. Radiation is absorbed and a single electron
is emitted from one of the various subshells of the
atom whose binding energy is less than the energy
of the incident radiation. This initial photo-ioniza-
tion process is followed by a rearrangement of the
remaining electrons in the ionic core, accom-
panied by emission of fluorescent radiation or by
secondary electrons. From this viewpoint absorp-
tion is considered as a single-electron process.

Direct measurements of the attenuation of radia-
tion, while they provide absolute measurements of
the absorption, provide no breakdown of the con-
tributions of electrons from various subshells.

However, such a breakdown can be obtained from
direct measurements of the energy distribution of
electrons following absorption. While this tech-
nique is not new,! it has seldom been applied to
determine a breakdown of subshell contributions
to photoabsorption. Theory, on the other hand,
determines uniquely the various subshell contribu-
tions to photoabsorption when subshell structure is
explicitly represented by the wave functions de-
scribing the atomic system. Recent work?:® has
provided a breakdown into subshell contributions
and has demonstrated that moderately good agree-
ment with total absorption measurements may be
obtained, However, the partitioning of the total
absorption cross section into various subshell
components has never been verified experimentally.
The work described in the preceding paper? rep-
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resents a step in this direction.

Actually the separation of the photoabsorption
cross section into various subshell components is
in itself an approximation valid only insofar as
absorption is a single electron process. Experi-
ments such as those. of the preceding paper may
thus be viewed in a broader framework as attempt-
ing to separate the part of the absorption which
is due predominantly to single electron excitation
from processes in which the excitation is shared
between two or more electrons,

The problem of inferring cross sections for
each subshell from measurements of ejected elec-
trons implies either a measurement or estimate
of their angular distribution, unless electrons are
collected over the full 47 geometry. Actually the
form of the angular distribution of photoelectrons
in absorption processes at moderate photon ener-
gies is quite simple, Earlier work on the angular
distribution of ejected electrons® focuses on the
effects of retardation and relativistic corrections
which become important at high incident photon
energies. More recently a simple form for the
angular distribution within the non-relativistic
dipole approximation has been used to predict the
angular distribution of electrons in photodetach-
ment processes.® The form of the angular dis-
tribution of electrons emitted in photoabsorption
processes actually is but a special case of the
general problem of angular correlations, which
has been treated in detail for nuclear reactions. ?
We will attempt here to relate these different view-
points.

II. THEORY

A. General Form of the Angular Distribution of Photoelectrons
for Polarized and Unpolarized Radiation

For a single-electron model it has been shown that
for polarized incident light the angular distribution
of ejected electrons will be of the form??

dé(K,1,) o(K,I,)
ro_ t [
a 4

1+BP,(cosd)], (1)

where o(K,I;) is the total cross section for ioniza-
tion of an electron with binding energy Iy and final
momentum K, and ¢ is the angle between the direc-
tion of polarization and the direction of outgoing
electrons K.

Equation (1) defines the angular distribution of
photoelectrons relative to the direction of polariza-
tion of the incident light. Unpolarized light can be
considered as the incoherent superposition of two
polarized beams with one polarization direction
lying in the plane defined by the incident photon
(K,) and final electron (X) directions, and the other
perpendicular to it, For unpolarized light the angu-
lar distribution of ejected electrons will then be

dE(ﬁ,It) 5(K,1,)

70 e [1- 3BP,(cosb)]

1m

=A +Bsin?g, (2)

where §=cos™}(K + K,) is the angle between inci-
dent photon beam and the final electron direction.
Equations (1) and (2) may be obtained alterna-
tively by considering the photoabsorption process
with electron emission as a general scattering
process involving photons and unoriented atoms
initially and ions and free electrons finally:

hv+A-A" te, (3)

From this point of view, Egs. (1) and (2) follow
at once from results derived some years ago con-
cerning the angular distribution of products in nu-
clear reactions. Yang!'® has shown that for un-
polarized radiation the general form of the angular
distribution in any reaction of the form of Eq. (3)
will be that given by Eq. (2), provided the absorp-
tion occurs via an electric dipole process. The
key points in this derivation are the following: (a)
only one direction in space (K,,) is specified before
absorption takes place. This limits the form of
the angular distribution of electrons to dg/d
=231a1P;(cosp). (b) Odd values of I can only arise
from interference between final states of opposite
parity. For electric dipole absorption only final
states of a single parity will be present, so that
only even values of [ can occur in the above ex-
pression. (c) When absorption takes place via
an electric dipole process, the value of / in the

above summation is restricted to 7=0,2, and
hence the angular distribution must be of the form
of Eq. (2).1' The analogous result of Eq. (1) is
obtained by the same argument, except that now
the only direction specified is the initial direction
of polarization,

The above considerations, although well known
in nuclear physics, have been treated in some de-
tail here since they have important implications
on photoelectron spectroscopy. First, Eqs. (1)
and (2) are general results which are valid for the
angular distribution of any particle ejected as the
result of electric dipole absorption. ¥ They are
thus valid for photoelectrons from atoms or mol-
ecules, Auger electrons, electrons which result
from two-electron excitation, or ions or neutral
particles which result from molecular ionization
followed by dissociation. Deviations from the
form of these equations implies the presence of
absorption via processes other than electric di-
pole,

Second, the use of polarized light yields no new
information about the absorption process. A
single parameter [8 of Eqs. (1) or (2)] is obtained
from the measurement of the angular distribution
of any particle at a given energy for both polarized
and unpolarized incident monoenergetic light.

B. Total and Differential Cross Sections from a Given Subshell

Within a central-potential model the cross section for photo-ionization pertinent to a given subshell can
be computed easily using the formulation of Ref. 3. The cross section for the nlth complete subshell

will be
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Here ¢, is the binding energy for a single electron in the nl/th subshell, and ¢ is the energy of the free
electron in the final state. The factors R 747 are dipole radial integrals which depend on the radial

wave functions for bound and free electrons;

R = fo anl(af)P

elxl" ()dr.

el+1

(5)

The one electron orbitals Pnl(r) and Pel(’lf) are eigenfunctions of a given effective central potential appro-

priate to bound and free electrons.
foeoPnlz(r)dr: 1,

1/2

Pd(v)- €™ Y sin[e"%r ~ LIm -

These orbitals satisfy the normalization conditions

(6)

€~ 1/21n2€1/21’+5l(€)] , aS 7 - oo, (7)

In a central-potential model the angular distribution of ejected electrons is also completely specified for

each subshell.
(1) or (2) with B(e) equal to's

The differential cross section for polarized or unpolarized light will be of the form of Eq.

_ 2 2 _ - ’
(1 l)Re,l—l +({I+1)( +2)Re,l+1 6I(7 +1)R€,l+1Re,l—1[6l +1(e) él_l(e)J , ®)
2
(21 +1)[ZR€,Z o 04 +1)R€,l . 12]
where R 1 is given by Eq. (5) and the phase shifts 6; .1 by Eq. (7).

Equations (1), (2), (4) and (8) provide a complete prescription for determining both the total contribution
of the photoabsorption cross section and its angular distribution within the framework of the central po-

tential model of Ref, 3.

III. CALCULATIONS AND COMPARISON
WITH EXPERIMENT

A. Total Cross Sections and Cross Sections at 90°

Using the methods described in Ref. 3 the photo-
ionization cross section for each subshell of Kr
has been calculated for incident photon energies
of 100—-1500 eV. The detailed results are shown
in Fig. 1 along with available experimental evi-
dence on total absorption in this range.® The
agreement is about the same as that obtained for
other calculations of this type3>!7; i.e., the theory
predicts a sharper peak than experiment at a
lower energy. We expect the breakdown of the
total cross section into subshell contributions as
given by this calculation to be reasonably accu-
rate (10-20%) even near the maximum of absorp-
tion, and more accurate at higher energies.

A detailed comparison of these results can be
made with the data given in Fig. 2 of Ref. 4 by the
following procedure. First, we assume that re-
tardation effects are negligible and compute the
cross section at 90° from the incident beam
using Eqs. (2) and (8) for each incident photon en-
ergy and each subshell contributing. Next, since
the source contains several spectral lines, we
weight these contributions by the relative intensi-
ties of the various emission lines. Finally, we
weight each contribution by electron energy since
the electron spectrometer measures energy flux
and not number flux. Our results are normalized
to the largest peak in the experimental spectra,
My, 5(La)- The computed values are plotted as lines
proportional to the electron energy flux at 90°. '8

The results are shown in Fig. 2. This com-
parison shows clearly that the labeled peaks are

in fact due to single electron transitions and that
the intensities of these peaks are in good agree-
ment with our calculated results for individual
subshell contributions. It also shows that the
large contributions below the major peaks

My 5(Lg) and Mg 3(Ly), as well as the “back-
ground” below~ 650 eV, must be due to two-elec-
tron processes as stated in Ref. 4.

A direct comparison of the energy dependence of
the various subshell contributions as measured
and calculated may be made by plotting the ratio
of the cross section for each subshell to the
M,, s(3d) contributions at 90° as a function of energy.

Fig. 3 shows such plots based on the calculated
cross sections and the data given in Table II of
Ref. 4. The results indicate agreement between
theory and experiment in both the value and the
trend of these ratios as a function of energy. The
experimental ratios are somewhat higher than we
calculate at energies below 500 eV and lower at
higher energies. This is consistent with a
broadening and shift to higher energies of the 3d
contribution.

B. Angular Distributions

With retardation neglected the angular distribu-
tion depends only on B in Eq. (2) or alternatively
on A + B sin?g as in Table II of Ref. 4, where
B=4B/(34 +2B). In Fig. 4 we show a comparison
of B from our calculations with the data in Table II
of Ref. 4, over the entire energy range included
in our calculations. Also shown is the single point
obtained for 4p electrons from a 584 A source ob-
tained in a previous measurement, !°* Several
things are apparent from the data shown in this
figure. First, the asymmetry parameter 3 varies
rapidly for electron energies near threshold for
all subshells, implying rapid variation of either
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FIG. 1. Total and individual subshell contributions
for Kr photo-ionization in the energy range 100—-1500
eV. The circles represent experimental data from
Ref. 16.

the phase shifts of Eq. (7), or the matrix ele-
ments Re 741, or both.?° Similar results for
photodetachment from negative ions were obtained
in Ref. 6. For electron energies close to thres-
hold such rapid variations mean that calculations
of the photoionization cross section, and particu-
larly their angular distributions, are model sen-
sitive, and the lack of agreement between our
calculations and the measured value of 8 from
Ref. 19 is not surprising. 2!

Second, at energies considerably above thres-
hold the agreement between theory and experiment
is satisfactory. Note that the experimental values
even show some evidence of the upward trend of
B(e) for 3d electrons between~ 100 and 400 eV.
Finally, for 3p and 4p electrons B(e) is practically
the same at energies far from threshold. Again
this is to be expected since the phase shifts in
Eq. (11) are the same for both subshells within
our model and the ratio R, lJrl/R€ 7-1 is ap-
proximately the same for both subshells far from
threshold.

The above treatment neglects the effect of retard-
ation entirely. In zeroth order Born approximation
the angular distribution for an »nl subshell electron
ejected in photoabsorption by unpolarized light may
be related to the bound-state wave function in mo-
mentum space by the relation??

. oz =
danl/dﬂ sin?f F (IK-KVI), (9)

where K and I_EV are the electron and photon propa-
gation vectors, respectively, and F,; is the radial
wave function in momentum space.

Evaluation of the form of the angular distribu-
tion can be carried out by use of the relation:

|K—KV|2; K1~ (v/c)cosb], (10)

where v is the velocity of the ejected electron.
The angular distribution may be evaluated by
using Eq. (9) with estimates of the function F,].
Then F,; 2(| K- Kvl) evaluated by this procedure
may be considered as a correction term to the
factor sin? in Eq. (2).

The above procedure has been used in Ref. 5 to
evaluate the form of the angular distribution for s
state electrons using hydrogenic radial wave func-
tions, with the additional assumption that the elec-
tron energy is high enough that only first order
terms in electron energy need be considered. With
this approximation the angular distribution for
all s-state electrons will be of the form:

dono 4
T sin20 /[1- (v/c) cosf ]

~ sin%9 [1 - (4v/c) cosb] . (11)

This is also the exact result for K shell elec-
trons when hydrogenic wave functions are used.
For low energies and outer subshells the use of
screened hydrogenic momentum wave functions
for each n! subshell provides a better approxi-
mation. Here we apply this treatment to the re-
sults obtained in Ref. 4, where Mg(K) radiation
was used to obtain angular distributions for 3s,
3p and 3d electrons in Kr. The “radial” momen-
tum wave functions for these subshells are in the
hydrogenic approximation??

Fao(p)= (144/V37 )02 = 112/(p? + 11 - 1, (12)
Fa1(p) = (144/VI3T)p(0% - 1)/(p*+ 1), (13)
Fyo(p)= (288/V157)0?/(0*+ 1) p=3p/Z.  (14)

Here p? is the electron kinetic energy (in ryd-
bergs) and Z the effective screened charge for
the subshell.

For p?>>1 the asymptotic form of the square of
these functions may be used as an estimate of the
corrections produced in the sin?6 term of Eq. (4)
by retardation with p? replaced by p2[1 - (v/c) cosé].

The asymptotic forms of Eqs. (12)-(14) are
Fy 2~ 1/p4+1 23 Consequently we expect the cor-
rection factors for retardation to be of the form
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FIG. 2. A comparison of the photoelectron spectra (Fig. 2 of Ref. 4) for a Cu (L) source with calculated values of
the individual subshell contributions at 90°. The absolute cross sections calculated for each subshell are weighted by
the measured relative intensities of the various lines in the source and multiplied by electron energy. The smooth
curve is the experimental spectra and the lines indicate the values of the energy flux at 90° for each subshell component

(M4, My, M3, or M, 5) corresponding to each spectral line of the source (e.g. L).

ized to the largest contribution M, 5 (L,).

[1-(v/c)cos8]—4~1. Atthe energies used in
Ref. 4, 9p%22=p? is not much greater than unity.
Use of Slater screening? leads to Z values of 25
for 3s, 23 for 3p, and 19 for the 3d subshells,
and to values of 1. 02, 1.3 and 2. 1 for p?, re-
spectively, for electrons ejected by Mg(K,). The
value for the 3d subshell (p?=2.1) is probably
large enough that the asymptotic form [1+6(v/c)
xcosf] for the retardation correction is adequate.
The data of Ref. 4 is consistent with this result.
However, for the 3s and 3p subshells the asymp-
totic form is not valid. For the 3s subshell and
p?~1in Eq. (12), the correction factor is unity

to first order in (v/c) cosf, again in agreement
with the results of Ref. 4, which show little or

no shift in the angular distribution due to retarda-
tion for the 3s subshell. The same does not apply
for the 3p correction term. Eq. (13) vanishes for
p-1 (this would lead to an isotropic distribution)
and the form of the angular distribution will be
sensitive to the value of Z used for effective
screening for small p2. The sensitivity of the
correction factor estimated in this way on the

The experimental curve is normal-

effective value of Z used means that estimates of
retardation effects using the simple approach
outlined above may be seriously in error. Also,
as noted in the Ref. 5 first-order Born approxi-
mation may make contributions of the same order
of magnitude as the zeroth-order estimates for
I=1. Nevertheless these estimates indicate that
the effects of retardation indicated by the results
of Ref. 4 are consistent with what would be ex-
pected.

IV. FINAL REMARKS

The preceding section indicates substantial
agreement between the findings of Ref. 4 and the
theoretical results presented in this paper. This
is encouraging since it means that central-field
model calculations may be used to obtain esti-
mates of the various subshell contributions and,
more important, that further experiments of the
type reported in Ref. 4 can be used to obtain addi-
tional information in regions close to thresholds,
where such calculations are expected to be in
error, as well as information on multiple electron
processes.
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FIG. 3. Ratios of the cross sections for various
subshells to the 3d cross section (at 90°) versus photon
energy. (a) 3p and 3s, (b) 4p and 4s and their sums.
The theoretical ratios are plotted as curves and the
experimental values as points with their uncertainties
shown as error bars.

The general results presented in Sec. II on the
form of the angular distributions in dipole approxi-
mation and the discussion of retardation effects in
Sec. II and III, do not represent any new physical
results., However, we hope this treatment will be
useful to experimentalists in planning and inter-
pretiné future experiments.
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FIG. 4. The asymmetry-parameter (8) for 3d (x),
3p (+) and 4p (0) subshells versus electron energy above
threshold. x, + and 0 represent energies at which cal-
culations were carried out. Measured values of 8 from
Ref. 4 for 3p (M) and 3d (e) subshells are shown with
their estimated uncertainties. The results of Ref. 19
for the 4p () subshell at 584 A (21.2 eV) is also shown.
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