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Abstract. The helicity dependence of the two-electron photoemission from isotropic targets is
analysed. As prototype reactions, we consider the double ionization-¢t38), He(1S®),
Lit(*s?), Be#t(1s®) and B*(1S%) upon the absorption of a circularly polarized photon.
Assuming the Coulomb field of the nucleus to be dominant over other involved interactions,
we derive analytical expressions for the cross sections and their dependence on the photon
helicity, i.e. for the circular dichroism in these cross sections. This analysis indicates that the
cross sections and the circular dichroism are influenced in a markedly different manner by the
interelectronic correlation. With increasing strength of the Coulomb nuclear field the cross
section rapidly diminishes whilst the dichroism remains finite and its sign varies considerably
with the nuclear charge.

It is analytically concluded that the absence of the dichroism at certain ‘non-geometrical’
points as well as at certain intermediate excess energies is a direct manifestation of the
interelectronic correlation. At threshold and in the high-energy limit negligible dichroism is
anticipated.

1. Introduction

It is established (Berakdar and Klar 1992, Berakdaal 1993, Kabachnik and Schmidt
1995, Manakowt al 1996, Viefhauset al 1996, Mergelet al 1998) that the two-electron
ejection from a randomly oriented target following the absorption of circularly polarized
light is strongly dependent on the helicity of the photon. In contrast to the case of single
photoionization, this circular dichroism (CD) persists even if the magnetic substates of the
photoion and/or the spin states of the photoelectrons are not resolved.

Using a tensorial recoupling scheme and a formal partial-wave expansion of the
continuum wavefunction of the two electrons in the field of the photoion, the existence
of the CD has been documented. In addition, a vanishing CD has been predicted
at geometrical arrangements for which the vectkgsk,, k are linearly dependent or
k.| = |k,| (these conditions are called hereafter ‘geometrical zero points’ of the CD),
where k,, k, are the vector momenta of the escaping electrons fagl the wavevector
of the photon. These studies are the formal fundament for the existence of the circular
dichroism, yet they leave in the dark the actual magnitude, sign and behaviour of the
CD.

Predictions of dynamical calculations using approximate two-electron wavefunctions
(Berakdar and Klar 1992, Berakdatral 1993) underlined the existence of an observable CD
as well as the geometrical zero points. In addition, these calculations revealed a complicated
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behaviour of the CD that could not be interpreted within the formal analysis: at ceatain,
priori not clear, angular and energy positions of the outgoing electrons the CD vanishes
and changes sign. Furthermore, a strong dependence of the CD on the photon frequency
has been observed. The origin of this behaviour has not yet been clarified.

Currently there is a considerable interest in the experimental investigation of this kind
of dichroic effects (Soejimat al 1996, Viefhauset al 1996, Mergelet al 1998) as a new
feature of many-body correlated systems. On the other hand, the important and exciting
applications of CD in single photoemission for determining structural and (macroscopic)
magnetic properties of thin films (Venwt al 1997) fuelled the hope that the present CD
can provide an insight in the electronic correlation of such systems. Thus it is appropriate
to analyse in detail the influence of the individual interactions on the CD and to clarify the
role of electronic correlation and its manifestation in the CD. In addition, there is as yet no
analysis of the element-dependent aspects of the CD. Therefore, the CD is investigated for
a variety of targets.

We study at first the interrelation between the CD and the strength of the Coulomb
nuclear field by switching off the interelectronic correlation. Without any further
approximations, analytical expressions are derived for the CD and the corresponding cross
sections. From these formulae the following conclusions are made.

(1) Within a model of spatially decoupled electrons, the CD as a functiok, ok,
and k does not vanish except for the ‘geometrical points’.

(2) The CD as a function of the photon frequency only diminishes at the double-
ionization threshold and in the high-energy limit.

(3) With increasing strength of the Coulomb nuclear field the dichroism remains finite
whilst the cross section rapidly decreases.

Now combining these findings with calculations that (approximately) account for
electronic correlation we conclude that a vanishing CD at the non-geometrical points as
well as at some intermediate photon frequencies is solely due to electronic coupling.

It is reasonable to presume that this coupling plays a subsidiary role for highly charged
residual ions. Consequently, in this case one can expect that the analytical formulae derived
here are useful.

The derived results are tested in the cases of the double ionization(®8H, He(*S?),
Li*t(1s?), BeH(1S°) and B+ (1S?) following the absorption of a circularly polarized photon.
The first of these targets is a prototype of strong interelectronic coupling whereas for the last
one the interaction with the nucleus is regarded as the ‘strong potential’. Here we focus on
the geometry of the first experiment in which the CD has recently been observed (Viefhaus
et al 1996).

Throughout this paper atomic units are employed andlth& interaction is neglected.

2. Theoretical models

The double ionization with circularly polarized light can be quantified by the independent
functions

+ _ —
op . TDCS(e*) ~ TDCS(o)

"~ TDCS(c+) + TDCS(c ) @)

and, optionally, TDC& *), where TDC%o ") (TDCS(c 7)) is the triply (fully) differential
cross section for double ionization by left (right) circularly polarized photon; in the notation
of Jackson (1967) this corresponds to positive (negative) photon helicity.
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Hence, the dynamical and geometrical properties of the CD and T®@QSin particular
their dependence on the radial and angular interelectronic correlation, are not related to each
other.

As the CD and the TDC@ ) are independent facets of the (correlated) electron-pair
emission upon single-photon absorption, an observable CD can be regarded as footprints for
this simultaneous emission in situations where measuring the T®g3loes not provide
unique information as to whether the escaping electrons are emitted due to the direct
absorption of the photon or other secondary reactions following single photoemission (the
CD vanishes in this case). The latter process is expected to be of prominent importance
in the one-photon two-electron emission from condensed matter (Herretaah1998,
Berakdar 1998).

The present analysis is based on the first-order perturbation theory and on the dipole
approximation for the radiation field. The length form is used throughout.

Upon the absorption of a photon of frequeneoy the TDCS for the emission of two
electrons under the solid angles of apertusg, é&ind d2;,, one of them having energg,,
is

d3
TDCS = i = Z 57 +1Z| o €2 DI®) 2, (2)

wheree is the complex polarization vector of the phot@h= 4na k. kyw, E, = kf/z, and
a, is the fine-structure constant. Equation (2) averages over the initial magnetic sublevels
M;, and sums over the magnetic subleviés of the photoion. This study is confined to
two-electron targets withS symmetry. The dipole operatd is thenD = r, + r, where
rq. are the positions of the two electrons with respect to the nucleus. The initial and
the final states are, respectively, described by the three-body wavefunétions »,) and
Vi k, (Tas Tp), which have to be approximated in order to get some estimate of the cross
section (2). To systematically investigate the influence of various interactions on the CD
and the TDCSf*) we employ deliberately simple expressions for 82 initial state:

@, = N, exp[_Zs (ra + rb)] (3)

@3, = Ny[exp(—anira — anary) + XP(—ap1ry — dnara)] €XP(Brap)- (4)
The parameterg,, ap1/42, B are variationally determined by minimizing the binding energy
andN;,, are normalization factors. A Ritz variational procedure (Bethe and Salpeter 1957)
yields for (3): Z;, = Z — 16, N, = Z3/7, where Z is the nuclear charge. This means by
using (3) we account for the electron—electron interaction as a merely effective (angular and
radially independent) screening of the nuclear interaction. According to (3), in the limit of
Z > 1 we obtainZ; ~ Z, i.e. the electron—electron interaction can be neglected altogether
in favour of the nuclear one.

Representing the initial state by equation (4) we (approximately) account for radial and
angular interelectronic coupling.
The final-state wavefunction is modelled by the symmetrized form

WY ) = [Wy o (Pau ) + Wy, (7, 70)] /Y2, (5)

The factor ¥+/2 follows from the requirement tha¥® has to be normalized to delta
functions in the six-dimensional space spannedkb® k, (the conjugate space g Qr},),
Le. (W, k, (Tas 1) Wy 4 (Ta, ) = 8(K;, — ka)8 (K, — kp). The functionswy ;. (ra, 1)

are already normalized in this way. Thus in order to prove ﬂb}éﬁkb (rq, Tp) (equation (5))
is correctly normalized it suffices to show that

( Da ph(r[t’ Tb)lq" (Th, r[t)) = 07 thlv p/aa pbv p’b € ka ® kh~ (6)
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To prove (6) we note that the total Hamiltonian is invariant under the exchange of labelling
a <— b. This imposes on the eigenstates of this Hamiltonian the symmetry requirement
Y, o, (Pasrp) =W, o (T, Ta). Equation (6) can thus be rewritten as

(W, Fas TV, (T, 7)) = 8}, — P)S (P, — p») = O. (7)

Equation (7) follows from the fact that, andp;, (as well agp, andp/,) signify independent
subspaces ok, ® k;, (in fact k, ® k; is spanned by the s¢b,) ® |p,)).

Thus, a normalized symmetric expression, such as equation (5), can always be
constructed from wavefunctions that are invariant under the operatich— b. As
wavefunctions that possess this symmetry property we employ

\Ilk_awkh (ry, p) ~ W3 = (277)73NaN;,Naheik“'r"ﬂkh'r”lFl[i Ba, 1, —i(kara + Ky - Ta)]

x1F1[i By, 1, —i(kpry + kpy - 7p)]1F1[i Bap, L —i(kapPap + Kab * Tap)], (8
Wy = Waclg,,=0 9
and

Wocy = NupWoc. (10)

In equation (8) we defined,, = r, — r, and k,, as its conjugate momentum.

The Sommerfeld parameters are given By, = —Z/kus, Bar ‘= 1/2kq, and the
normalization constants by; = exp(—nB;/2T'(1 —iB;), j = a, b, abt. Properties of

the wavefunction (8) have been discussed elsewhere (Brairsrl989). In the context

of this study it is important to note that the approximations made to arrive at equation (9)
regard the two escaping electrons as independent particles moving in the field of the nucleus.
In equation (10) the electron—electron repulsion enters via the two-electron Coulomb density
of states which is proportional taV,,|°. No radial or angular coupling between the two
electrons is included in equation (10). In equation (8) all two-body interactions are treated
on equal footing. With regard to this work we note that the expressions (8), (10) turned out
to be quite adequate for the description of #mgyular distribution of two emitted electrons

from He(*S®) upon the absorption of Bnearly polarized photon (Maulbetscét al 1995,
Maulbetsch 1995). However, as the polarization of the photon enters dynamically into the
cross section, it is not clear how these approximations will perform in the present case of
circular polarization. Furthermore, the approximations (3), (9) become more reasonable for
higher nuclear charg€ > 1. In fact, equation (3) predicts ground-state binding energies
that are in increasingly better agreement with experimental findings at highiercontrast,

the correlated wavefunction (8) is not expected to perform wellZgs> 1 as it does not
contain any screening of the electronic interaction due to the presence of the nuclear charge
(Berakdar 1996).

3. Geometry and dynamics of the CD

Since the target is randomly oriented, the relative dichroism
A :=TDCS(c™) — TDCS(c ™)

must be, like all observables, invariant under exchange of the two electrons, i.e.
A(kq, kp) = Ak, ka). (11)

1 The analysis is easily repeated for velocity-dependent effective Sommerfeld parameters with basically the same
conclusions as drawn here.
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Using the expressions (10), (3\(k,, k») can be evaluated in closed form (see appendix
A):

A= —ZF(ky — k) (ko x kp) - k. (12)
The functionF reads
F =2C(Z, — 2)*(2Z; — Z)*f fo)* (k2 + ZD)°(kz + 29 °, (13)

whereC, and f;, j = a,b are given by equation (A3) and equation (A6), respectively.
The geometrical properties ok, in particular the zero points oA that are described
in the introduction, are entirely expressed in the triple vectorial product in equation (12)
and the factor(k, — k,). F contains the dynamical information. Sin¢k, — k,) and
(k, x k) - k are both antisymmetric with respect to exchange of the two electrons, we
deducerF (k,, k) = F (ky, k,), for equation (11) must apply. Furthermore, upon inspection
of F(k,, k;) (equation (13)) we verify thaF is positive definite for all combinations &f,
and k,. This means that, within the approximations (3), (8)does not vanish except for
the points dictated by the geometrical part. This conclusion is also valid for the normalized
dichroism CD:=A /X (see equation (B1)), wherE := TDCS(c*) + TDCS(c ™), since
F/% is also positive definiteX > 0). In addition, the final-state wavefunctions (10) and
(9) yield the same CD because the fadtly,|? does not depend on the polarization vector
and does not enter the matrix element in a dynamical way. In contrast, the predictions
for the TDCS using equations (10) and (9) are markedly different, as demonstrated by
Maulbetschet al (1995) and Maulbetsch (1995) (see also below). These observations apply
for all wavefunctions that contain the interelectronic interaction via a coordinate-independent
multiplicative factor.

At this stage we summarize, that any zero points in the CD other than the geometrical
ones (described bik, — k) (k. x k) - k) are attributed to electron—electron coupling that
goes beyond equation (10).

3.1. Numerical examples

To illustrate the preceding arguments we consider the geometry under which the CD has
recently been measured (Viefthaetsal 1996) (for H&'S?)). The wavevector of the photon

k was chosen perpendicular to the plane spanned by the vdetaaad k,. For a fixed
interelectronic angl®,, := cos™ k, - 12:;, (6. = 150, 125, 85’) the CD and the TDCS

were measured as a function of the excess-energy sharing between the two electrons. For
a givend,, the relative magnitude of the TDCS with respect to the other measurements at
differentd,, has been determined by the experiment. The absolute value of the TDCS at a
specific measured point is, however, unknown. The TRC$Mmaps onto TDCS(™) via a
reflection at the linek, = E/2, whereE is the (constant) excess energy. In figure 1 these
data are depicted along with the predictions of the model employing (3), (9), the analytical
formulae are derived in the appendices A and B. It is clear that using the uncorrelated
wavefunctions (3), (9) leads to theoretical predictions for the TDCS which are not in accord
with the experimental finding. The CD, however, is reasonably well described by these
electronically uncorrelated models. If we allow for the final-state interelectronic correlation
(figure 2) by simply using equation (10) we leave the CD unchanged, as argued above, yet we
clearly improve on describing the TDCS data. The change in the TDCS (shown in figure 1)
in response to using the wavefunction (10) (figure 2) is readily understood by analysing
the factor|N,;|? (see figure 3). When the two electrons escape in opposite directions the
electron—electron repulsion is minimized for equal-energy sharing|Ngl? is largest in
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Figure 1. The TDCS¢ ™) (full curve) and TDCS£ ) (broken curve) for the one-photon double
ionization of H&'S®). The theory employs the wavefunctions (3), (9) for the initial and final
states, respectively. The wavevectorof the photon is chosen as thedirection. The two
electrons are detected in the upper half of tiyeplane with electron ‘a’ fixed along the-axis

and electron ‘b’ detected under an anglg with respect to the first one. The angieg are
indicated in the figures. The excess energy is 14.52 eV. The experimental data (full squares
for o and open squares fer—) are due to Viefthaust al (1996). The theoretical results for

0. = 150° (85°) have been scaled down by a factor of 2 (50). In addition the corresponding
normalized CD is separately depicted.

this case. In contrast, for forward emission of the two electrons the interelectronic coupling
is weakest for asymmetric-energy sharing. Thus, when including the electron—electron
repulsion, in the way it is done in equation (10), the TDCS shown in figure 1 bends at
asymmetric energies fdt,;, = 150°, 125, but remains almost unaffected féy, = 85°.

The experimental data indicate an inverted sign behaviour of the Gp), at 85°, i.e.
at small E;, the CD goes from positive to negative by varyifig from 150 to 85. This
means that the CD vanishes at a certain angle in the intégyaé [85°, 150°]. Owing
to the transformation properties of TDGS") it follows that at this point TDC& ™) =
TDCS(c+) possesses symmetric energy sharing with respedt,te= k,. As stated
above, such a change of sign is prohibited within the ‘uncorrelated’ models which employ
equations (3), (9) and (10). This does not apply for the wavefunction (8) that includes, in
addition toN,;, the radial part of the electron—electron Coulomb wave. Unfortunately, it has
not yet been possible to obtain the CD in closed form for this case. The numerical results
are shown in figure 4 that clearly show the changed sign as indicated by the experiment (cf
Viefhauset al 1996). This confirms the conclusion of the preceding section in that a sign
change of the CD is a footprint of spatial interelectronic coupling.
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Figure 2. The same as in figure 1, however, the final-state wavefunction (10) has been used.
The theory for6,;, = 150° (85°) has been scaled down by a factor of 3 (20).

As mentioned earlier, the experimental data are internormalized. the models employing
equations (9), (10) fail to reproduce the measured internormalization factor. Using the
correlated final state (8) improves on the agreement with experiment, yet it does not
completely resolve these discrepancies. It turned out (Berakdar 1997 (results not included
here for brevity)) that these shortcoming can be satisfactorily circumvented by using the
highly correlated initial-state wavefunction of Siebbettsal (1993) and equation (8) for
the final state.

A further important point is the absolute size of the CD. The general trend is observed in
figure 1. From first sight it appears surprising that the CD decreases substantially when we
decrease the angtg, from 150 to 85, as the geometrical factor in equation (12) indicates
a maximum CD forg,, = 90°. To understand this behaviour we analyse the analytical
formula for the CD,

VA A A~ N

CD= _f(ka — kp)(kq X kp) - k, (14)
whereF = X/F is given by equation (B6). AZX and F are positive definite functions of

k, andk,, we concludeF(k,, k;) > 0. For the present geometsy simplifies to

kg + 72 k2 + 72
k2422 k2 + 72
From equation (15) it is obvious th&t is largest (smallest) for forward (backward) emission
of both electrons, i.64,;, ~ 0 (9, ~ 7). This dependence is directly reflected into the CD,

according to equation (14), and leads to the behaviour observed in figures 1 and 4 (note,
however, that the CD vanishes@t = 0, = due to the geometrical factors in equation (14)).

(k% + Z?) + 2(kyky + Z%) cOS8,p.  (15)

k24 7% +
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Figure 3. The factor|N,|? that enters into equation (10) plotted, at an excess energy of
14.52 eV, as a function af := tan 1k, /k, andf,y,.

4. The dependence of the CD an& on the nuclear charge

As previously noted, the approximate forms (9), (3) become more appropriate with
increasing nuclear chargé. Hence, it is worthwhile to study the CD and the TDCS
for moderately largeZ (for Z > 1 the present formalism is not valid, for it neglects the
L - S interaction). For higheZ the screening of the nuclear charge due to the electronic
interaction becomes more and more insignificant, i.ezimZ, — Z. In this case the
double photoionization becomes more unlikely, as readily deduced from equation (B4) (for
Z, = Z equations (3) and (9) are then uncorrelated solutions of the same Hamiltonian
for different eigenvalues, consequently, the TDCS, given by equation (2), vanishes). In
contrast, the CD (see equations (14), (15)) remains, in general, finite.

The dependence of the CD dn is linked to the geometry of the experiment. For
example, if we consider the CD as a functiondpf for energies of the electrons such that
ke > Z < ky, then theZ-dependence of- can be neglected and the CD increases with
increasingZ. For very asymmetric energy sharing, however, the funcfiof@quation (15))
becomes proportional t&@? for large nuclear charge. Therefore the CD decreases with
increasingZ. The latter behaviour can be seen in figure 5 for (£8°%), Be#*(*S°) and
B3 (1S°) as targets. Comparing figures 1, 2, and 5 it is clear that the CD is much more
robust a function to changes in the double ionization dynamics. The CD results shown in
figure 5 resemble those of figure 1. However, the predictions of figure 5 are expected to
be more reliable than those of figures 1 and 2 since the approximations (3), (10) are more
reasonable for stronger Coulomb fields of the nucleus.

To illustrate the behaviour of the CD in the case of strong interelectronic correlation
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Figure 4. The same as in figure 1, however, the wavefunction (8) has been employed for the
final state. The theoretical TDCS @, = 150° (85°) have been scaled down by a factor of 2
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we consider in figure 6 the case of HS®). Equation (3) does not support any bound
states for this system whereas equation (4) predicts a binding energ. %239 au in good
agreement with the experimental value -00.5277 au. In the case of H'S®), the CD

has a complicated structure and changes sign a few times for thegsanmihis behaviour
becomes more prevalent at even lower excess energies (Berakdar 1997) in which case the
CD exhibits, basically, oscillatory behaviour.

The Z-dependence of the CD sign is also depicted in figure 6. FortBe sign of the
CD atf,, = 125 is inverted in comparison with that of He, Liand B&™.

For Lit and B the use of correlated wavefunctions (equations (4), (8)) results in
substantially different predictions (figure 6) for the CD and the TDCS than those shown
in figure 5. In particular, the magnitude of the TDCS is markedly enhanced due to the
inclusion of electronic interactions (cf figures 5 and 6). According to the correlated models
(equations (4), (8)), the size of the TDCS varies much more rapidly with incre@sthgn
in the case for electronically uncorrelated methods (see figure 5). In the absence of any
experimental verification of the predictions depicted in figures 5 and 6, it is not definite
which of those predictions are more reliable, since it turned out (Berakdar 1997) that the
differences in the TDCS, as observed in figures 5 and 6, are mainly due to the use of the
approximation (8) whose range of validity for high&ris unclear.
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Figure 5. The one-photon double ionization of 1{1S%), Be2t(1S%), B3+ (1S%) in the same
geometry and using the same dynamical models as described in figure 2. The excess energy is
fixed at 14.52 eV, i.e. the photon energy is varied so as to compensate for the different double-
ionization potential of the different targets. The figures depicted are: 'Fif)'@s*): heavy full

curve, TDC$' ¥ (6-): heavy broken curve, TDES™ (o+): light full curve, TDC$" (5-):

dotted curve, TDCE" (o*): light broken curve, and TDCEE' (o7): chain curve. Also shown

is the CD for the case of ti (full curve), B&*+ (dotted curve), and 8 (chain curve). The

TDCS for Bé* (B3t) has been multiplied by a factor of 2 (3).

5. The photon-frequency dependence of the CD

In a previous work (Berakdaet al 1993) it has been shown that the Wannier—Peterkop—
Rau (Wannier 1953, Peterkop 1971, Rau 1971, 1984 Heetal 1991) theory yields
vanishing CD close to the double-ionization threshold. In accordance with this prediction,
dynamical calculations using the wavefunction (8) showed a decreasing CD at lower excess
energies. At some specific intermediate photon frequencies, however, the CD changed
sign. No explanation has yet been offered for this dependence of the CD on the photon
frequency. How the photon-frequency dependence of the CD interplays with the geometrical
arrangement of the experiment also remains an open question.

The photon-frequency dependenceXfand the CD, as described by equations (B4),
(14), is more transparent in the parametrizatipr= +/2E sina, k, = ~/2E cosa (E is the
excess energy). Equation (14) then reads,-€@v/2E (cosa —sina) (k, x k) -k/F, where

2EcoSa + 72 2Esirfa + 72

=~ TS (2Esir? 7+ ——— 5
2Esin2a+Z§( o« )+2Eco§a+Z§

+2E(Sin ¢ + Z?) cosl,y,.

(2EcoS «a + Z?)
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Figure 6. Same geometry and same excess energy as in figure 5. The wavefunctions (4) and (8)
have been used for the initial- and final-state wavefunctions, respectively. Included are the TDCS
results for H (1S%) (TDCS(ot): heavy full curve, TDC& ~): heavy broken curve), ti(1S?)
(TDCS(e): light full curve, TDCSo~): dotted curve), and B (TDCS(c™): broken light

curve, TDC%o ~): chain curve). The TDCS results for ti(B3t) have been multiplied by

a factor of 3000 (19). The corresponding CD (H!S®) (heavy full curve), L (1S°) (dotted
curve), and Bt (chain curve)) are also shown.

SinceF = F/X and the functionF (E), as given by equation (A12), is positive definite it
follows that 7(E) is positive definite as well. At the threshol& (- 0) the CD decreases
as+/E. For high photon frequency( — oc) the CD is proportional to Av/E. Except for
these two limits the CD possesses no additional zero points as a functigritbis is due

to F(E) > 0,VE and CDx ~E/F). These conclusions are applicable when employing
the approximate wavefunctions (9), (10) for the final state. When using the wavefunction
given by equation (8) additional zero points of the CD as a functioft afrise and must,
hence, be assigned to the electron—electron interaction.

6. Conclusions

In this work we considered the CD and the fully differential cross section for the one-
photon two-electron emission from#S?), He(!S®), Lit(1S%), Be+(1S°), and B (1S°).
Analytical formulae for the dichroism and the cross sections have been derived and
interpreted within reasonably simple models. Contrasting the predictions of the analytical
formulae with elaborate numerical calculations, it has been possible to deduce that the
interelectronic interaction leads to vanishing CD at certain ‘non-geometrical’ points as well
as at certain photon frequencies. The results of this study indicate that the CD is element
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sensitive and does not follow an obvious trend with increaging

It remains an open question for future theoretical and experimental work on the CD why
electron—electron correlation is preferentially pronounced at the ‘non-geometrical’ region
where the CD vanishes.
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Appendix A. The analytical form of the CD

In this appendix we derive analytical expressions for the TDCS and the CD using the
wavefunction (3), (9), (10). The integrals involved in calculating the TDCS can be reduced
to Fourier transforms of the type

2
I=/d3ré-rexp(—ﬁr)exp(ip-r) tFi(=ie, Lilkr + k- 7]) =i : /dgr
BN

« EXRZPIT) oip - v+ e - 1) 1 F (i, 1, ke + K - 7])
r

4=0.4=p

: (A1)

¥ M [(P+k)2—(k+i,3d)2]‘“
2=0,8,=p

=i
dBadA B3 + P2 B3 + P2

where P := p + Lé. Employing the wavefunction (3), (10) for the initial and the final state
and making use of equation (Al), the TDCS (equation (2)) can be written in the form

TDCS= Cu|Jpl, + J 12, (A2)
where
Ca = 128{:1 khwac|]szaNhNab|2- (A3)

After some algebraic manipulation, the functiohsJ;, j = a, b in equation (A2) can be
expressed as

I =—i(1+iB)B; - ¢, (Ad)
and

| Zo+ Bk

= [(kf + 23)2] ' (A9)

In equation (A5) the real scalars are given by

fi =exp _Zﬂj arctan(%)] : (A6)

s

whereas in equation (A4) the real vectdss read

[ 227,27
B, =2f| ——— | k;. A7
J f} _(ka+23)3i| ] ( )
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We further define the real vectoss, = B, J,, A, = B, J, and the un-normalized dichroism
asA =TDCS(c*) — TDCS(oc ™). From equation (A2) we derive an expression far

A=Cy[(A+iB)As €+ A +iB)Ap-€l(1—iB)A - €+ (L —iBp)A, - €]
—Co[(4iB) A €+ (1+iBy) A, - €7]

x[(L— i) As - &+ (L—iBp) A, - €. (AB)
The latter equation can be simplified to

A = =2iCo(By — B)[(Aq X )(Ap x &) — (Ag x €)(Ap x )] (A9)
Making use of the recoupling formula
(a-b)(c-d)=3i(a-c)b-d)+ 3(ax c)(bx d) + Tx(a,c) - To(b, d), (A10)
whereT»(4, j) is a tensor of rank 2, equation (A9) takes on the form

A= —ZF(k, —kp)(k, x kp) - k. (A11)
The functionF is then given by

F =2C(Zs = 2)%(2Z, — 2*Qf.f)? W+ ZD (kg + 2% (AL2)

For the present study it is important to note tikafequation (A12)) is angular independent
and positive definite for alt,, k.

Appendix B. The cross sections

Equation (All) is the expression for the un-normalized dichroism. To emphasize the
independence of tha and TDCS¢*) we define a normalized CD as
A

CDhD= <, B1
. ©1)

where

¥ :=TDCS(c*) + TDCS(c ). (B2)
From equation (A2) and after lengthy, but straightforward algebraic manipulation it follows:
2 = 2C {1+ BDIAL - &2 + A+ BIA; - &° + (L + BuBp)[(Aq - (A - &)

+(Ap - €)(A, - €]} (B3)
Making use of equations (A4), (A5), (A7), equation (B3) can be reduced to

(ZX—Z)2<2ZS—Z>2{ R4z2 L K4 7P
¥ = 2C,2f, ;) a PSP e
(2fafs) (k2 + 22)%(2 + 22)° W2+ 22 e € (k§+zg)2| s
kakb+Zz » N sk
Re |k, - &)(ky - . B4
T [ o - &y e)]} (B4)

Now combining equations (B4), (A11) we end up with the final result for the CD
Z . N
CD = — ke — ko) ko x f) - (BS)

where F is positive definite in the six-dimensionk), ® k;, space and has the form
ki+ 22 oh a2, KHZE 204 a2
= [ Z‘Yz(k“ +Z9)|k, - €]+ W(kb + Z9)|ky - €]

+2(koky + Z2)Re [(ky - €) (K, - €9)]. (B6)

N
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