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A theory of the resonant x-ray Raman effect is presented and compared with recent ex-
perimental data of Sparks. Excellent agreement between theory and experiment is found
for the integrated intensity of the scattering, the spectral density, and the output polariza-
tion. The potential importance of this newly discovered spectroscopic probe is discussed.

Although the x-ray Raman effect has been known
for many years,' the resonant enhancement in the
scattering cross section that occurs when the in-
put frequency w, is near an atomic absorption
edge has been discovered only very recently by
Sparks.? As Sparks correctly points out, a theo-
retical description of this phenomenon requires
that the § - A term in the interaction Hamiltonian
be taken to second order in perturbation theory.
Sparks also notes correctly that the dispersion
corrections to the atomic scattering factor? re-
quire a similar treatment, and he postulates a
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conservation law which he claims enables him to
use the known form of these dispersion correc-
tions to describe the resonance x-ray Raman ef-
fect. The justification for this postulated conser-
vation law is claimed to be the existence of a sim-
ilar law for the A® terms in the interaction Hamil-
tonian. Unfortunately, neither of these conserva-
tion laws exist,* and the theoretical expressions
presented by Sparks? are inadequate.

We present here a theory of the resonant x-ray
Raman effect which does not employ ad hoc postu-
lates, but represents, instead, a direct evalua-
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tion of second-order perturbation theory. Unlike Sparks’s? expressions, which fortuitously agree with
only a single datum point, our theory, when applied to Sparks’s data,? correctly predicts both the inte-
grated intensity and the detailed spectrum of the scattered radiation, as well as the surprising fact that
the scattered radiation is completely unpolarized.

As is well known.® the E-K contribution to the differential cross section do/(dQdw) may be written

4o _ 2@ 2 [_IEE__:EL_. - :] 1
aQdw, 7o <w1>'M'F| U Tl @
where

M e =200 iy 23 Bl n) ]ty 33 Byl F)/ (g = w,) + (I | ity 200 Dol #)ml = T DRI FY/ (Qp + o)/ mb. (2)

Here the sum on In) is over all allowed intermediate states, ¢ and b are electron labels, w, is the fre-
quency of the scattered photon, E, (Ej) is the energy of the initial (final) state, Q,,=%#"Y(E,-E,), and
the # are unit polarization vectors. In writing Egs. (1) and (2) we have neglected the nonresonant A2
contribution and have made the “dipole” approx1mat10n e’k 7. 1. This latter is presently justified
since for Cu Ka radiation scattered by a Ni sample,? for example, ka~0.1.

We evaluate Eq. (2) for a single isolated atom by assuming that the relevant many-electron wave func -
tion is adequately described by a single Slater determinant. In order to be specific, we treat in detail
the case in which the final state contains an L-shell vacancy, since this case covers most of Sparks’s
data.? The intermediate states are of two kinds; those with a K-shell hole, and those with a hole in a
higher (L, M, etc.) shell. In the former case the correct resonance condition may be seen to be

Wy =y (3)

while for an intermediate L-shell hole, for example, the resonance condition is w,=0. Here we take
Qg to be the average frequency of the Ka lines since we do not, at present, distinguish between the
Ly; and Ly levels. Because the conditions of Sparks’s experiments® correspond to Eq. (3), we include
only intermediate states with a K-shell hole.

For heavy elements it is usual, in the x-ray region,® to treat sums such as those in Eq. (2) by ignor-
ing the separate existence of the empty atomic bound states since these are all clustered within a few
electron volts of the continuum edge. Adopting this point of view, we have for the integrated intensity
of the scattered radiation do/dQ

do ‘”WL dg (29 - Q, + W) (Q,+w)(w, -0, - w)
dQ 'rogls.zﬁ Ka+w1) [ ( K L (QK_Z’I_*_(U)zI ~ ’

(4)

where , (22,) is the K- (L-) shell ionization fre-

quency, g£,,,, is the one-electron oscillator ! Since we have neglected damping, the integral
strength of a 1s - 2p transition, (dg/dw); is the in Eq. (4) converges only if w, <Q,. Sparks’s ex-
one-electron oscillator density for transitions periments correspond to this case. For W, =Qy,
from the K shell to the continuum,® and where we the scattered spectrum always has a nonintegra-
have summed over all possible final-state config- ble singularity at w,=Q,,. In contrast to our

urations. Note that the polarization vectors #,
and #, do not appear, so that the output is unpo-

larized. This surprising result is due to the two- TABLE I. Cross section do/dS for the resonant x-
electron nature of the scattering which may be de-  ray Raman effect in units of 7’

scribed as absorption of w, by a K-shell electron

with simultaneous emission of w, by an L-shell Element Cale.? Obs.b Calc.b

electron. When the resonance condition of Eq. (3)

is satisfied, both these events correspond to real glll g‘sl"; Zgigi 2'14
(energy-conserving) processes. We also note' 7n 1:17 1:310:4 2:3
that the addition of electron-electron correlation Ge 0.62 11404 1.6
will probably result in a small, but potentially

important, degree of polarization. 20ur Eq. (4). bRef. 2.
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Eq. (4), Sparks’s Eq. (4) (James?®) implies that

®© 2 2
% =272 [ fﬂx dw (g% >x -—-—-———-wlzw_ wzjl (Sparks),
which is finite for all w,# Q.

In Table I we compare the predictions of Eqs.
(4) and (5) with the experimental data of Sparks.?
In making this comparison we use the atomic
wave functions of Clementi® for computation of
&1s20» the well-known relationship between dg/dw
and the absorption coefficient,® and a widely ac-
cepted two-term approximation for the absorption
coefficient.” Note that unlike Sparks’s expres-
sions which are in fortuitous agreement with ex-
periment only for Ni, our theory correctly pre-
dicts the integrated intensity of the scattering.

The differences between the two theories are
further clarified in Fig. 1 where we plot both Egs.
(4) and (5) versus x = w,/,. Although this graph
is drawn for Ni, the other elements in Table I
yield very similar results. From this figure we
observe that for x =0.95, the two curves cross,
leading to a fortuitous agreement of Sparks’s the-
ory with experiment for Ni, while for smaller x
(Cu, Zn, Ge) Sparks increasingly overestimates
the cross section which, in his theory, fails to go
continuously to zero, as it must, as w, ~Q;.

This qualitative relationship between Sparks’s

(5)

| theory and his data is borne out by the entries in

Table I. For Cu Kp radiation scattered from a
Cu target, on the other hand (x=0.992), Sparks’s
theory greatly underestimates the resonant en-
hancement of the x-ray Raman effect.

In Fig. 2 we plot our theoretical predictions for
the spectrum do/({dQdw) of radiation scattered
from a Ni target for different values of w,/Q,.
Curve a corresponds to the conditions of Sparks’s
experiment, while curves b and c indicate the
predicted form for w,>Q,. Measurements of
such spectra should provide a crucial test of the
correctness of the theory presented here.

At present, the data available permit a test
only of curve a in Fig. 2. In order to compare
our predictions with Sparks’s raw experimental
data [his Fig. 1(b)] our theory must be normal-
ized to the experimental peak and further mod-
ified to account for finite instrumental resolution,
nonzero background, and internal absorption of
the scattered radiation by the sample. The re-
sulting comparison® is displayed in Fig. 3 where
the very excellent agreement between our theory

do 8
dfl
4
0]
07 08 09 10 Ll 12
XZCU|/QK

FIG. 1. The integrated intensity do/dQ in units of roz of the resonant Raman x-ray effect, The solid line is our
Eq. (4), the dashed line is Sparks’s (Ref, 2) theory, Note that for Ge, Zn, and Cu Sparks overestimates the intensi-~

ty, while for Ni there is fortuitous near agreement,
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FIG, 2, The spectral density do/dQ dw in units of 72 sec for Ni for three different input frequencies, w;: (a) ——

wi=CuKa; (b) —, wi=CukKpB; and (c) -*-+-,
at wy=Qxy When w >Q.

and Sparks’s experiment is immediately apparent.
The resonant x-ray Raman effect is a new and
potentially very important spectroscopic probe.
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FIG. 3. Spectral density do/dQ dw, in arbitrary units
for Cu Ka radiation scattered from Ni. The ticks are
Sparks’s data (Ref. 2) from which a small constant back-
ground has been subtracted so as to cause the spectrum
to asymptote to zero below 5 keV. The filled circles
are our theoretical results modified to include instru-
mental broadening and sample absorption.

wi=Au Lay. The arrow locates the pole in the spectrum that occurs

As our analysis indicates, the scattered spectrum
is expected to contain most of the information
available from the absorption spectrum, such as
the extended fine structure® and the absorption-
edge singularities.'® Because of the two-electron
nature of the scattering, other specific effects
due to electron-electron correlation are also an-
ticipated. We note that there are many experi-
mental advantages in measuring the x-ray Raman
spectrum rather than the x-ray absorption spec-
trum—a similar situation exists in the infrared.
We thus conclude that a theory more detailed than
the one presented here, as well as extended high-
resolution measurements, would be of great val-
ue in clarifying the potential of this new tech-
nique. Our efforts in this direction will be pub-
lished elsewhere.
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