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Radiationless transition probabilities to the atomic 1sshell are calculated for all transitions
that contribute measurably to the Auger effect. Screenednonrelativistic hydrogenic wave func-
tionsareused. The effective charge for the continuum-electron Coulomb wave function is taken
to be the geometric mean of the effective charges appropriate for the state from which the elec-
tron originates and the next-higher state. The results are combined with Scofield’ s radiative
transition probabilities to derive theoretical K-shell fluorescence yields. Agreement with a
selected set of most reliable wxy measurements is very good in the range from Z =10 to 55, and
total K-level widths agree very well with measured values.

I. INTRODUCTION

Atomic fluorescence yields have gained interest
in recent years because of their importance in
pure atomic physics and in applications.! Radia-
tionless transition rates are more sensitive to the
detailed nature of the wave functions than many
other measurable atomic quantities. Fluorescence
yields are necessary for the interpretation of many
nuclear and atomic measurements. Moreover, a
precise knowledge of fluorescence yields is re-
quired for the accurate calculation of photon trans-
port processes and for the design of shields and
of many radiation detection devices. A compre-
hensive effort to derive fluorescence yields from
theory is justified at the present time because
rather numerous precise measurements have be-
come available and have been critically evaluated, 2
and because accurate calculations of radiative
transition probabilities have been accomplished.

In the present paper, we show that K-shell
fluorescence yields and widths in very good agree-
ment with the best experimental results can be
computed for a wide range of atomic numbers
(10 £Z 5 55) by combining Scofield’s radiative
widths® with radiationless transition probabilities
calculated from nonrelativistic hydrogenic wave
functions, provided that (a) a suitable screening
rule for the continuum wave function is introduced
and (b) all contributing transitions from outer
shells are meticulously included. In a subsequent
paper, * we work out Coster-Kronig transition prob-
abilities and certain L-subshell fluorescence yields.

II. THEORY
A. Ansatz

Radiationless transitions are auto-ionization

processes that arise from the electrostatic inter-
action between two electrons in an atom that ini-
tially is singly ionized in an inner shell. The ba-
sis of the quantum-mechanical theory of radia-
tionless transitions was formulated by Wentzel. ’
The transition probability is given by the familiar
formula of perturbation theory:

wy = @n/R)| | WiVY, drPp(E)), 1)
where
2
v=r <,
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and p(E;) is the density of final states for the en-
ergy E, that satisfies conservation of energy.
This expression has to be summed over all possi-
ble final states.

After a radiationless transition filling a single
inner vacancy, the atom is left doubly ionized in
inner shells. The states of such nearly-closed-
shell configurations with two holes can be expressed
in terms of completely-closed-shell configurations
together with the correlated two-electron configu-
rations.® In fact, in LS coupling the electrostatic
energies are the same for the two systems.” The
initial and final states can therefore conveniently
be represented by the two-electron configurations
correlated to two-hole configurations that consist
(initially) of one inner-shell vacancy and one hole
in the continuum, and (finally) of two inner-shell
vacancies.

The direct matrix element occurring in Eq. (1)
then is of the form
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Here, ¢, is a continuum wave function, while y,,

533



534 KOSTROUN, CHEN,
Y., and ¥, are bound-state wave functions. The one-
electron wave functions of the initial and final states
are assumed to be orthogonal. This assumption is
justified by the small difference between the self-
consistent fields of the initial and final configura-
tions.®?® The exchange matrix element E is similar
to D [Eq. (2)], except that electron 1 is in state ¥,
and electron 2 is in the state y,. The transition
probability per unit time is

Wei = (Zﬂ/ﬁ)lD - Elz p(E!).

If the continuum wave function ¢, is adjusted to
yield one electron ejected per unit time, !°'!! then
p(E;)=h"! and the transition probability becomes

wy = (1/K?)| D= EP.

®)

)

This formula has been used in the calculations of
Burhop!? and in subsequent work.

B. Wave Functions

In first approximation, the electrons in bound
states can be represented by single-particle wave
functions in a central potential. We use nonrela-
tivistic screened hydrogenic wave functions. '3
Such functions have been used in Burhop’s pioneer-
ing work'? and by Callan in his calculations of K-LL
Auger transition probabilities'*™® and of L,-L,;M,s
Coster-Kronig transition rates,!”’!® as well as by
others. Relativistic hydrogenic wave functions
were first employed by Massey and Burhop!® and
most recently by Chattarji and Talukdar.?°?! Added
realism and sophistication can, in principle, be
attained by using self-consistent-field (SCF) numer-
ical wave functions?>~?® or analytic solutions of the
wave equation for an approximate SCF potential,
as done recently by McGuire. 272 However, the
advantages of using simple analytic wave functions
are obvious and, for the purpose of calculating
fluorescence yields, results apparently can be at
least as satisfactory as those derived from other
approaches. This somewhat surprising result
may be due to the fact that the main contribution
to the Auger matrix element comes from inter-
mediate distances from the nucleus, where the
hydrogenic approximation is quite good.

For the continuum electron, we use a screened
Coulomb wave function, normalized to one electron

21201

emerging per unit time!!:14:2;
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Here, F,(a; b; c) is the confluent hypergeometric
function, « is the wave number of the ejected elec-
tron, k is the orbital angular momentum quantum
number of the ejected electron, and Z* is the ef-
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fective charge, discussed in Sec. IIC.
C. Screening

The importance of choosing an appropriate ef-
fective charge Z*=Z - 0 is well-known; the result
depends critically upon this choice. !*'!® For the
bound-state wave functions, we follow the Hartree
recipe®® and let o= Z - (ry) /(7). Here, (ry) is
the mean hydrogenic radius and (») is the mean
Hartree-Fock radius. We use (») as computed by
Froese for neutral atoms, *!

It is more difficult to select an appropriate ef-
fective charge for the continuum electron which
sees a steadily decreasing charge as it moves away
from the nucleus. We find that best results are
obtained if Z* in the continuum wave function is
taken to be the geometric mean of the effective
charge appropriate for the state from which the
continuum electron originates and the effective
charge pertaining to the next-higher state. Thus,
for the K—L,;M,, transition, for example, the ef-
fective charge in the continuum wave function is
[Z*(3p)* Z*(3d)]V? for the direct and [Z*(2p)- Z*
(3s)]¥2 for the exchange matrix element.

D. Evaluation of Radial Matrix Elements

Separation of the matrix element (2) into radial
and angular factors is accomplished by expressing
the Coulomb interaction potential in terms of sca-
lar products of irreducible tensor operators®%33;

L=Z Yy(rly 7’2) c:‘a(n’l) * Cva(QZ)i

6
7’12 v,0 ()
where
i/, ri<m
Yv(rlirZ)_{r;/Tlvol, vy <7y (7)
4n 2
cva“(zv+ ]) YUG(Q)J (8)

the Y,, being spherical harmonics.
The direct radial matrix elements then are of
the form

{1 ) 1", v, k}

= | j:'}’,R,,",u (P1)R (7)) R 1o (72)R% ()7 27 2 dvy dy.
71724
9)

Here, the R’s are radial wave functions that de-
scribe states characterized by the quantum numbers
identified in Fig. 1. The notation is that of Asaad
and Burhop®; the quantum numbers » 7'’ are sup-
pressed when there is no chance for confusion.

The derivation of an explicit general expression

for the radial matrix elements is outlined in Ap-
pendix A.
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FIG. 1. Schematic representation or direct (D) and
exchange (E) Auger processes, illustrating the notation
used to designate quantum numbers that characterize the
pertinent states.

E. Coupling: Angular Factors

Evaluation of the angular factors in the matrix
elements (2) depends upon a choice of the appro-
priate angular-momentum coupling scheme. If
spin-orbit coupling is neglected, the initial and
final two-hole states of the atom can be expressed
for different values of the total angular momentum
J in the LSJM representation of Russell-Saunders
coupling. For the heavier atoms, this is not a
good approximation, because the spin-orbit inter-
action outweighs the electrostatic interaction, and
inner-shell electron states are described more
realistically by j-j rather than LS coupling. If one
is interested in the relative intensities of the vari-
ous radiationless transitions leading to a given
final-state configuration, as in Auger-electron
spectroscopy, it is important to choose the appro-
priate coupling scheme for each range of atomic
numbers. Thus, calculations have been carried
out in LS coupling, *'?? extreme j-j coupling, 24:2°
and intermediate coupling.®2® However, if the
purpose of the calculation is merely to determine
the total radiationless transition probability into
a certain final-state configuration (regardless of
the term) in order to determine fluorescence yields,
then it does not matter what coupling scheme is
chosen, as long as the initial vacancy is not in the
final configuration. The total transition rate is
independent of the coupling because the wave func-
tions in the various schemes are related by unitary
transformations.

The relation between j-j and LS wave functions
is discussed in Appendix B, where attention is
called to an important class of transitions for which
total rates are most conveniently evaluated in j-j
coupling. However, for the calculations with which
the present paper deals, it is possible and easiest
to express the transition rates in LS coupling, and
we restrict ourselves to this scheme.

In LSJM representation, the antisymmetrized
and properly normalized two-particle wave func-
tions are of the form®

KPA (nalar nblb; SLJM)
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=212 3 (SMgLMy|IMY @@ lnyl,LMy)
MiMg

+ (=)o LS oyl 1, LM )X (3 3Sms),  (10)

where
‘P("ala”alsLML)= 2. (lamalams|LML)%(lama)(Pz(leB)
mqmg
X Ry olo)R, (gl5), (1)
X(%%SM5)= Z (éms%ms' s)X1(ms)x2(ms')- (12)

Here, ¢;(I;m;), R;(n 1)), and x;(m,.) are the single-
particle angular, radial, and spin-wave functions
of electron 7, with quantum numbers n;, I;, m;,
and mg.

The total transition probability into all possible
states of L and S for a given final configuration of
the atom then is

_ (2S+1)(2L+1)
w= LZ,‘S 221"+ 1)

X (n " ookSLJM’

]

, (13)

Y12

where the single-particle radial wave functions are
normalized; they are denoted by their quantum
numbers as defined in Fig. 1. Equation (13) is
summed over the magnetic quantum numbers of
the final atom and the orbital angular momentum
k of the ejected electron, and averaged over the
quantum numbers of the initial vacancy.

Separation into radial and angular factors, as
discussed in Sec. IID, leads to

s (2S+1)(2L+1) o 2
SZi 2(21” 1) Zh; Z[dqui(‘)l ! evEu] ’

(14)

where the plus sign goes with even L+ S and the
minus sign with odd L+ S.

The functions D, and E, are the direct and ex-
change radial matrix elements {(z "1")| (n})('l"),
v,k}and {(n"1") | (e 1) @l), v, k} discussed in Sec.
IID and Appendix A. The angular factors d, and e,
are as follows:

d,= (- )th ”HC Ill)(kHC ||l )él kL} ’
, - (15)

(L (g vl g7 v sl”k L%

e, = (ML et 1) k|| C Hl)ll ol
Here, (I1iC"|I1") is the reduced matrix element of

the spherical harmonic, multiplied by [47/(2v+ 1)]*/2,
and



536

KOSTROUN

, CHEN, AND CRASEMANN

|

TABLE 1. Auger transition probabilities to an initial 1s vacancy, in LS couplings, in terms of radial matrix ele-

ments {(n)) (n’1’), v, k}.

Final-state configuration Term Transition probability?

ns n's 1Sp; 38, 320+ a |[{@ms)(n's), 0, 0} 2{tn’s)(ns), 0, 0} |2

ns n'p 1Py; 3Py, 12 +1) ‘ { ms)tn’p), 0, 1}+ §{'p)ms), 1, 1} |2

np n'p 'Sq; °Sy bei+1) a |[{ o) (n'p), 1, 0}+{t'p)np), 1, O}[?
'Dy; *Dia H@I+Dal{tp)n'p), 1, 21 +{ P tnp), 1,2} |?

ns n'd 'Dy; 3Dyyy 3 @J+1) I{(ns)(n'd), 0, 2} H{'ds), 2, 2} |2

np n'd 1p,; 3Py, F @I+ [{up'ad, 1, 1} § {'dmp), 2,1} 2
1Fy; 3Fys & @I+ [ {mp)tn'd), 1, 3} =L {n’Dnp), 2, 3} |

ns n'f 'Fy; *Fyy 3 @7+ |[{Bo)'n), 0, 3} 4 {@’'Nns), 3,3} |2

np n'f 1Dy; 3Dy, w5 (2J +1) |{(np)(n'f), 1, 2} ${@'f)np), 3,2} [2
1Gy; 3Gyys 2@+ | {mpa’r), 1, 4} $ {&'Nnp), 3, 4}

nd n'd 155 38, & i+ a|{adn'd, 2,0t +{0'd0d, 2,0}
1D,; 3D,y k@it a|{adn'd, 2, 2} {0'dad, 2,2} |
1G4 %Gyys K@+ a | {pd k', 2, 4} {0’ D0d), 2, 4} [

nd n'f 1P; 3Py, b67+3) |{nd) 0'f), 2, 12 ${’Nndd), 3, 1}
1Fy; %F k@ +2) | {0 '), 2, 3= }{’P)nd), 3, 3}
H; Hyse k@I 1) | {@d) 60, 2, 51+ #{e'P) ), 3, 5}

2Here, we have a=3 if n=n’, a=1if n=n’, and + means + for singlet and — for triplet states.

ll lzL (
{ 131,S )
is the 6-j symbol.

In Table I, we list radiationless transition prob-
abilities derived in Russell-Saunders coupling for
all relevant transitions that fill an initial K-shell
vacancy. The angular factors d, and ¢, have been
derived through a computer program that includes
3-j and 6-j symbol subroutines.?® Previously de-
rived factors®?? are included for the sake of com-
pleteness.

F. Energies

The binding energies used in these calculations
are taken from the compilation of Bearden and
Burr.3* Following Callan, *'!® we use neutral-atom
binding energies for E. . and E,, (see Fig. 1 for
notation). In order to take account of decreased
screening due to inner-shell ionization, the binding
energy of a neutral atom of the next-higher atomic
number, Z+1, is taken for E,.

III. RESULTS AND DISCUSSION

A. Radiationless Transition Probabilities

The radiationless transition probabilities com-
puted in the present work are summarized in

Table II. The total radiationless K-level widths
and the K-LL transition probabilities are com-
pared in Figs. 2 and 3 with results from two other
calculations. Of these, Callan’s K-LL transition
probabilities vary from our values only because of
differences in screening and in level energies. To
obtain total radiationless widths, Callan adjusted
his K-LL transition probabilities with (K-XY)/
(K-LL) ratios calculated by Geffrion and Nadeau®
from unscreened hydrogenic wave functions.
McGuire’s approach, 2 on the other hand, is very
different from Callan’s and our own: McGuire
computed the quantity -»V(») for atoms with a K-
shell vacancy by the approach of Herman and
Skillman, % made a straight-line approximation

to -7V(r), and thus obtained a one-electron
Schriédinger equation that could be solved exactly
in terms of Whittaker functions for the radial part.
This novel approach leads to excellent (K-LX)/
(K-LL) transition-probability ratios, as illustrated
in Fig. 4. However, McGuire’s fluorescence yields
and total K widths agree somewhat less well with
experiment, as indicated below.

B. K-Shell Fluorescence Yields

Auger and radiative K widths and fluorescence
yields for elements from Ne through Yb are listed
in Table III. For the purpose of comparison, re-
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FIG. 2. Theoretical total Auger width of the 1s level,
as a function of atomic number. The results of Callan’s
calculations are from Ref. 15, McGuire’s are from Ref,
28, and KCC denotes the present work.

sults of Callan'® and of McGuire?® are also indi-
cated. We furthermore list values of wy derived
from a best fit®%" of the function®3®

__(A+Bz+ czd)*
“kK1.(A+Bz+CZO)?

(16)

to a critically selected and evaluated set of “most
reliable” experimental results.? It should be noted,
however, that this semiempirical curve fits the
experimental data poorly below Z=20. The pres-
ent theoretical fluorescence yields, on the other
hand, agree well with experiment down to Z=10,
as can be seen from Fig. 5. Also at high Z, the
calculations agree quite closely with experiment.
Neglect of relativistic corrections to the Auger
transition probability causes this probability to be
underestimated, and hence, our calculated values
of wx are too high above Z=50 (broken curve in
Fig. 5). However, the excess is only slight, jus-
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FIG. 3. Radiationless K~LL transition probability as
a function of atomic number. McGuire’s theoretical
results are from Ref, 28, Callan’s from Ref. 15, and
KCC denotes the present work.
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FIG. 4. Theoretical and experimental (K-LX)/(K-LL)
and (K-XY)/(K-LL) Auger transition-probability ratios
as a function of atomic number, Calculated ratios are
from Geffrion and Nadeau (Ref. 35), McGuire (Ref. 28),
and the present work (KCC). Measured relative inten-
sities of the K Auger-electron groups are those assem-
bled by P, Erman, J. Rossi, E. C. O. Bonacalza, and
J. Miskel [Arkiv Fysik 26, 135 (1964)], except for the
following: The Zn ratios are from J. B. Bellicard,

A. Moussa, and S. K. Haynes, Nucl. Phys. 3, 307

(1956); the Co ratios are from J. B. Bellicard, A. Moussa,
and S, K. Haynes, J. Phys. Radivm 18, 115 (1957); the
Te data are from W. R. Casey and R. G. Albridge Z.
Physik 219, 216 (1969); while Ce and Nd ratios are those
reported by B, B. D’Yakov and I. M. Rogachev, Bull,
Acad. Sci. USSR, Phys. Ser. 26, 191 (1962).

tifying our assumption that fluorescence yields for
a rather wide range of atomic numbers can be de-
rived from nonrelativistic Auger transition prob-
abilities, as long as the radiative transition rates,
which dominate at high Z, are calculated relativ-
istically. Thus, the present results for w agree
better with experiment for 10< Z < 65 than the
recent relativistic Hartree-Fock-Slater calcula-
tions of Bhalla, Ramsdale, and Rosner, *

1t is interesting to note that, in spite of large
differences in calculated radiationless transition
probabilities (see Fig. 2 and Table III), fluores-
cence yields computed in all but the earliest work
are rather consistent, as illustrated in Fig. 6.
This curious effect arises because those calcula-
tions that lead to exceptionally large Auger tran-
sition probabilities also appear to result in large
radiative transition probabilities, as can be seen
from Table III. A more sensitive test of various
approaches can therefore be sought in a comparison
of experimental and calculated fotal 1s-level widths.

C. Total K-Level Widths

Experimental information on the total K-level
width I'*= I'f + I'X can be derived from linewidth
determinations of x-ray emission lines. After
correcting for instrumental contributions to Ka,
and Ka, linewidths, Ls and L, level widths are
subtracted to find I'’. The information is scarce
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TABLE III. K-shell radiationless widths I'X, radiative widths T'§, and fluorescence yields wg.
Element Radiationless width T (eV) Radiative width T'X (eV) Fluorescence yield wg
This Semi- This
Callan®* McGuire® work Callan* McGuire® Scofield®  Callan® McGuire® empirical® work
10N¢ 0.243 0.231 0.0045 0.0048 0.0182 0.012 0.0204
1M 0.264 0.289 0.0071 0.0071 0.0260 0.017 0.0240
1Me 0.314 0.358 0.0109 0.0100 0.0336 0.025 0.0272
1341 0.318 0.400 0.0144 0.0138 0.0412 0.0336 0.0333
1481 0.346 0.438 0.0217 0.0202 0.0592 0.0447 0.0441
15° 0.390 0.475 0.0313 0.0288 0.0743 0.0581 0.0572
168 0.46 0.425 0.508 0.05 0.0420 0.0398 0.098 0.0899 0.0739 0.0727
17¢! 0.50 0.486 0.536 0.06 0.0586 0.0540 0.117 0.108 0.0922 0.0915
18*7  0.56 0.531 0.576 0.09 0.0769 0.0717 0.138 0.126 0.113 0.111
19% 0.60 0.576 0.611 0.11 0.101 0.0933 0.155 0.149 0.136 0.132
20°  0.66 0.593 0.650 0.13 0.129 0.119 0.165 0.177 0.162 0.155
21% 0,68 0.604 0.671 0.16 0.157 0.150 0.190 0.205 0.190 0.183
22Tt 0.70 0.676 0.692 0.19 0.206 0.186 0.213 0.233 0.220 0.212
23V 0.72 0.710 0.23 0.228 0.242 0.251 0.243
24°* 0,75 0.725 0.28 0.276 0.272 0.284 0.276
25M2 0,78 0.740 0.32 0.333 0.291 0.317 0.310
26F*  0.81 0.771 0.754 0.38 0.445 0.396 0.319 0.364 0.351 0.344
27°° 0,83 0.768 0.44 0.469 0.346 0.386 0.379
28N 0.84 0.780 0.51 0.551 0.378 0.419 0.414
28" 0.86 0.791 0.59 0.643 0.407 0.453 0.448
302" .88 0.831 0.802 0.67 0.851 0.747 0.438 0.499 0.485 0.482
31% 0,93 0.818 0.82 0.864 0.469 0.517 0.514
320 0,96 0.882 0.833 1.00 1.13 0.996 0.510 0.547 0.545
334 0,99 0.848 1.20 1.142 0.548 0.576 0.574
345 1,02 0.861 1.44 1.305 0.585 0.603 0.602
358" 1,05 0.875 1.77 1.486 0.628 0.629 0.629
3557 1,08 0.994 0.888 2.10 1.95 1.686 0.660 0.659 0.654 0.655
7R 110 0.902 2.34 1.905 0.680 0.677 0.679
385" 1.1 0.912 2.61 2.144 0.702 0.698 0.702
39¥ 1.13 0.928 2.89 2.405 0.719 0.718 0.722
40%r 1.14 1.10 0.939 3.20 3.21 2,688 0.737 0.740 0.737 0.741
41 1,15 0.950 3.53 2.995 0.754 0.754 0.759
42M 116 0.959 3.89 3.328 0.770 0.770 0.776
43T 1,17 0.968 4.27 3.687 0.785 0.785 0.792
44R 1.18 1.13 0.977 4.69 4.81 4.075 0.799 0.806 0.799 0.807
4™ 1,19 0.985 5.13 4.493 0.812 0.811 0.820
46Fd 1.21 0.993 5.60 4,940 0.822 0.823 0.833
474 1,29 1.17 1.000 6.10 6.40 5.423 0.833 0.842 0.834 0.844
48%4 1,24 1.007 6.64 5.940 0.843 0.844 0.855
4910 1.016 6.494 0.854 0.865
5050 1.23 1.024 8.48 7.089 0.871 0.862 0.874
52Te 1,038 8.402 0.878 0.890
54%° 1.051 9.894 0.891 0.904
5652 1.064 11.57 0.903 0.916
58C¢ 1.074 13.44 0.912 0.926
60N 1.082 15.52 0.921 0.935
65T® 1.102 21.75 0.938 0.952
70Y® 1.133 29.65 0.950 0.963

2g, J. Callan, Ref. 15.

YE. J. McGuire, Ref. 28,

¢J. H. Scofield, Ref. 3. These radiative widths agree to within at least three significant figures with the relativistic
c(:alculation of atomic x-ray transition rates recently published by H. R. Rosner and C. P, Bhalla [Z. Physik 231, 347
1970)].

9Fit of Burhop’s semiempirical relation [Eq. (16)] to selected “most reliable” experimental results (Refs. 2 and 37).

and widely scattered, but fortunately has been col- =1,73x2%%8x10%ev am
lected by Leisi et al.,* who find that I'* is well
represented by the expression for Z>40, within the errors of measurement.
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In Table IV, we compare Callan’s, '* McGuire’s, 2
and the present total K-level widths with Leisi’s
semiempirical values., The lower I'* values of
the present calculation are seen to agree best
with experimental widths.

D. Byrne-Howarth Plot

Because it is difficult to fit Burhop’s relation
[Eq. (16)] over the entire range of atomic numbers,
Byrne and Howarth® have recently suggested the
alternative semiempirical expression

In[1- wy)/wg]==mInZ +1na, (18)

according to which a plot of In{(1 - w,)/wy] against
InZ should give a straight line of slope —m and
intercept Ina. Such a plot of the results of the
present calculation is shown in Fig. 7. For

15< Z<10, the theoretical fluorescence yields
can be least-squares fitted by a straight line with

m=3.94 and ln=13. 5.
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the range 13 < Z< 70, the results closely fit a straight
line,
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TABLE IV Comparison of total K-level widths.
r¥ (ev)
Atomic This

number Callan® McGuire® work Experiment®
40 4.34 4.58 3.63 3.42
41 4.68 3.95 3.77
42 5.05 4.29 4,14
43 5.44 4,66 4.55
44 5,87 6.23 5.05 4.98
45 6.32 5,48 5.43
46 6.81 5.93 5.93
47 7.32 7.85 6.42 6.45
48 7.88 6.95 7.00
49 7.51 7.60
50 9.96 8.12 8,22

iE,. J. Callan, Ref. 15.

YE. J. McGuire, Ref. 28.

°Semiempirical values of H. J. Leisi et al., Ref. 41.

APPENDIX A: RADIAL MATRIX ELEMENTS

With nonrelativistic hydrogenic bound-state
wave functions and the continuum wave function
of Eq. (5), the radial matrix element becomes™®

exeyBn g (x, 0, B) dx

‘ 21 (c1 + cz)] T"ea” +1+8 43 +V

17 48" 41 48 43 4 f"e—[(cl«.‘gocs)lzkxt"os"»l'as’ot md-jQ(x’n , k) dx

[zles+ )" +s"+1+5+3+v =7)!

= (=) \/2Z
Bua=(-) ((21+1+s)!sl(n l-l—s)1}<nax) ’

1/2 :
X=KY, K= <—n-—-n——nfE" -E, _E> » (EineV),

13. 602

=1
17 48" 4] 4842~V ]‘”e-t(Cx'czws)/z]xxl-ﬁs"brb,"tlQQ‘-!Q(x Tllk) dx
0 2
P [Zler+ ) (0 +s" +1+ s+ 2 =v =7)! » (A1)
), n=2'/k. (A2)

o (22" 2Z ~ ( 2z’
1\ax)’ 2" \nax %=\ 7ax

The Z’s are effective charges and the E’s absolute
values of the binding energies in the respective
states, while a is the Bohr radius. The function
@, which occurs in the continuum wave function,

is defined as follows:

zk +1

Qx,n, k) =@DiC

"'Iz| I‘(k+1+in)|



| e

x xke 5 Fi(k+1+in; 2k+2; 2ix). (A3)

The integrals in Eq. (10), involving the confluent
hypergeometric function F(a; b; cx) can be evalu-

ated analytically as follows:

_[ e x?Q(x,n, k) dx

J

{(n"l")l ("'l )(n’ll)) Vv k} = An"t"An‘l’Anl E E

s7=0 s'=0

-+ +l+s+2+v)!
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de /2 . £E+k)!
e |r(k+1””)|(i+q)’*’
X 2F1<k+1+i17,p+k+1; 2k +2; —-f:q) . (A9)

The following general result is found for the radial
matrix element®:

Py

[Bler+ )P +s" +1+s+3+v=j)!

" +s"+1l+s+2+v)!

B, . gn By B 7
E n"”1"s" Pn'l's’ “nls [_lz_(cl+cz)]i”~s +1+8+43 W

s=0

P, s’ k)

1748 +1 45 +3+p

j=1

. 148" +] +8 +2 -y PJ (As)
r - ]
+(@"+s"+lrs+ 1w T Lzle+ P (77 +s" +1+s5+2 —v—j)!} ’
where
U'+s'+k+1-=vp)! . . .
P, s, k):G(k’n)Eécs+i)"’s""’z"’ oFi(k+1+in, 1/ +s"+k+2 ~v; 2k+2; 2i/(3cy+1) , (A6)
@'+s”"+U'+s' +l+s+k+4=j)!
Py= G(k,n) (e, + CatCy)+ i]f”os"ol'«s'd»s'kﬂ
2i
X : 12 ’” ’ ’ - C—
JFi(k+lain, " +s" +U+s"+1 +s+k+5-j; 2k+2’[§(c1+c2+ca)+i]) s (A7)
Gk, n)=[2""/@k+1)!]e™? | T(k+1+in)|. (A8)
f
The expressions are given in atomic units 51, 4,
(e=Fi=m=1). The ordinary hypergeometric func- R )
tions of complex arguments ,F, which occur in the X9z Is do o Yalnals; mly; SLIM, (B1)
matrix elements can be computed by the matrix SLJ
method of Callan'® or they can be constructed®
with the aid of Gauss’s relations for contiguous
functions, ¥ where
APPENDIX B: RELATION BETWEEN WAVE FUNCTIONS % 1, ja
IN j AND LS COUPLING K
2 U gy
The j-j wave functions are given in terms of the
LS wave functions by®? SLJ

zle(nalaja ’ nblbjb s JM)

=25 [(28+1) (2L +1) (2j,+ 1) (25, +1)]*/2
SL

J

’
a

|<ngtade, mlydn; IM| €%/ 71| nglaja, molyjs; IMY| 2 =

x (2j5+

is the 9-j symbol.

From the relation between the absolute squared
values of the matrix elements of e%/7,, in the two
coupling schemes

2 [(@25+1) (2L +1) (28" + 1))(2L" + 1) (2j2+1)
s,L,S, L'
\% l; .7¢,1 \% la ja \% l; .7; \% la ja
1)(21‘,,+1)(2jb+1)]/% l;ié\ /%lb jb\ /% Iy J'z;‘ /% Iy jb\
sy 'srg' 'spagl s g



544 KOSTROUN, CHEN, AND CRASEMANN

| e

X (nn'xl;’ n;l;! SLJM| 32/7’12| nala’ nblb" SLJM> <"¢:l¢,u 'l:%, SIL'JMl ez/"’lz| nal¢’ nblb; S'L,JM> ’ (BZ)

it can readily be shown, by summing both sides over j,,j,,;,73,J, and M, that

w= ,1 2(2J+1) L L
at J

2
e
7 BIFT c
<"¢la.7a ? nblb.h ’ J"Y
1hedh Jardp 12

2jg+

1

m Z: (28+1 (2L+1)L

(mals, mily s SLI

Thus, if the initial vacancy (denoted by quantum
numbers n;, I,, and j,) has different n;, I, from one
of the vacancies appearing in the final-state con-
figuration, as in radiationless transitions of the
type X-YZ, then the total transition rate can be
evaluated either in j-j or in LS coupling. On the
other hand, if n;=n,and I,=1,, as can happen in
certain transitions of the X-XY type (e.g., Lp-L3X),
the summation over j, on the left-hand side of Eq.
(B2) cannot be performed, and the right-hand side
of Eq. (B2) does not reduce to the simple expres-
sion given by the right-hand side of Eq. (B3). In
such cases, it is easier to evaluate the total tran-

ngly, myly; SL )I

2
gl Jas "blbijJ)‘

(B3)

r
sition rate in j-j coupling:

1
w= T 14,(2J+1

X Z‘ <n ln]a: nblb]bf
1hdpdy

. . 2
2 na la]a, nblb]b; J>
2

(B4)
In other words, calculating a transition rate of the
M,-M3X type, for example, in LS coupling would
lead to the wrong answer, because included in the
rate would be processes of the type (3py/z, n3l57s;J
1%/ 7121 3p1/2, moly js; J), which clearly do not
occur.

*Work supported in part by the U. S. Atomic Energy
Commission.
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Quadrupole Crystalline Electric Field Shielding and Antishielding Factors at Some
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We report the results of calculations of Sternheimer crystalline electric field shielding and
antishielding factors for Pr®*, Tm®, W*, and Au’ ions at all the core electronic sites, in
addition to the unfilled valence electron site and the nuclear site of each ion. The calculations
take into account the effect of polarization of all the closed shells within the ions, including
the exchange interaction terms. Mann’s relativistically corrected Hartree-Fock (HF) wave
functions were used in the computations. Our calculations thus extend and improve upon the
previous calculations by Sternheimer and others who did the computations for rare-earth ions
at the location of the 4f electron and at the nuclear site only. Our values of shielding and
antishielding factors As at the location of the 4f electron and at the nuclear site for Pr* and
Tm®* jons agree well with previous calculations and measurements. The possibility of
experimentally determining the quadrupole splittings of the atomic-core level by the recently
developed technique of electron spectroscopy for chemical analysis (ESCA), which underlines
the great significance of these calculations, is discussed.

I. INTRODUCTION

It has been of considerable interest to estimate
the Sternheimer shielding parameters at the 4f-
electron site and the antishielding parameters at
the nuclear site in rare-earth ions.!~® The electric
field at any location within the ion is known in
terms of these parameters when the field produced
at the site of the ion by the ligands surrounding the
ion and by other rare-earth ions in the crystal is
given. However, the calculation of crystalline-
electric field (CEF) parameters, defining the field,
is a formidable task except for the simple cases of
high-symmetry crystals. * Since the CEF parameter
A enters directly in the expression for the hyper-
fine energy splitting of nuclear levels, an experi-
mental determination of AJ was always sought. The
spectroscopic measurements® gave information
about A3 coupled with the Sternheimer shielding
parameter. Thus, an accurate knowledge of Stern-
heimer shielding is necessary to determine the
value of A from the experiments. Recent develop-
ment of high-resolution techniques, such as elec-
tron spectroscopy for chemical analysis (ESCA)®
has made it possible to measure very small split-
tings of the electronic energy levels of the order of

0.5 eV. 1t has been suggested by Sen” that the split-
ting of some pj,, electronic states should be mea-
surable in some compounds of heavier elements.
The splitting of 5p;,, and 4py,, levels has recently
been observed in compounds of Au, Th, U, Pu,

and Np by Novakov and Hollander. ® In view of these
facts it seemed necessary to carry out calculations
of the Sternheimer parameters for various elec-
tronic sites in rare-earth and heavy ions. We re-
port here the Sternheimer parameters (to be de-
noted by \) for W*, Au*, Pr®, and Tm?® ions at all
the core-electronic sites, as well as at the nuclear
site of each ion. As a by-product of these calcula-
tions, electronic quadrupole polarizabilities® for
the ions were obtained. These are also reported
here.

For W* we have calculated \5,=0.110 and Ay,
(v.. in Sternheimer’s notation) = - 56. 8; for Au®,
Aauer = = T4. 2; for Pr¥, 2 (0, in Sternheimer’s
notation) = 0. 745 and A, = - 84. 8; and for Tm®*,
A4 =0.601 and A,y = - 72.9. The X’s here include
the effect of polarization of all the cores, as well
as exchange interaction terms. Mann’s!® relativis-
tically corrected Hartree-Fock (HF) wave functions
were used in all the calculations. The results for
Pr* and Tm** compare well with other previous



