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Two-dimensional electron density map (2D map) of binding energy and relative azimuthal
angle (i.e., momentum) for the outer-valence molecular orbitals of SFg has been measured by
a highly sensitive electron momentum spectrometer with noncoplanar symmetric geometry
at the impact energy of 1.2 keV plus binding energy. The experimental electron momen-
tum profiles for the relevant molecular orbitals have been extracted from the 2D map and
interpreted on the basis of the quantitative calculations using the density functional theory
with B3LYP hybrid functional. For the outermost F2p nonbonding orbitals of SFg, the in-
terference patterns are clearly observed in the ratios of the electron momentum profiles of
molecular orbitals to that of atomic F2p orbital.
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I. INTRODUCTION

Electron momentum spectroscopy (EMS), also known
as binary (e, 2e) spectroscopy, is a powerful technique
for exploring the electronic structures of atoms and
molecules [1—4]. The principal value of the EMS for un-
derstanding the electron behavior lies in its unique abil-
ity to measure the electron density distribution in mo-
mentum space (p-space) for the ionized orbital, which is
directly proportional to the square modulus of the wave-
function (|1 (p)|?). For molecules, the orbital wavefunc-
tion in position space (r-space) can be approximated as
a linear combination of atomic orbitals (AOs), i.e.,

Y(r) = Z csps(r —Ry)

J=1

(1)

where R ; is the position of Jth atom. The correspond-
ing wavefunction in p-space can thus be obtained ac-
cording to the Dirac-Fourier transform, i.e.,

N
¥(p) = Y exp(—ip - Ry) X ¢;0,(p)

J=1

(2)
here, exp(—ip - Ry) is the phase factor, in which the

information on molecular geometry is involved. There-

fore, the EMS cross section, aoc/ dQ[e(p)|?, is sub-
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jected to a modulation of the cosinusoidal or sinusoidal
function, and should exhibit an oscillation behavior.
Such oscillation phenomenon is called bond oscillation
which is the result of interference effect. It has been
firstly discussed in the 1980s [5, 6], but due to the limi-
tation of the performance of traditional EMS spectrom-
eter, it was only observed very recently in EMS exper-
iments on CFy4 [7] and Hy [8, 9]. To our knowledge,
no other EMS studies are reported so far on this as-
pect and further investigations are expected for the ex-
tensive species, especially for the relatively complicated
molecules.

In the present work, we choose SFg molecule as a
target, which is characterized by an octahedral struc-
ture and owns two kinds of F—F bond lengths. Like
CFy4 [7], the first four outer-valence molecular orbitals
(MOs) of SFg are essentially F2p lone pairs. This may
bring visible interference effects in the electron momen-
tum density distributions of MOs. The previous EMS
experiments on SFg [10, 11] focused on the study of elec-
tronic structures including the assignments of ionization
bands to the specific MO levels in dispute. Unfortu-
nately, subject to the low statistics of EMS measure-
ment at that time, it was quite difficult to observe the
interference effect. In the present work, benefited from
our latest version of EMS spectrometer [12], a signifi-
cant improvement of the statistical accuracy has been
achieved and the interference patterns in the electron
momentum density distributions are clearly observed
for the outermost F2p nonbonding orbitals of SFg.
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Il. EXPERIMENTAL AND THEORETICAL
BACKGROUND

EMS is based on the kinematically complete (e, 2e)
process, in which a high-energy incident electron is
scattered by the target atom or molecule and a tar-
get electron is cleanly knocked out simultaneously. The
present experiment on SFg is carried out by using a
high-sensitivity EMS spectrometer which was described
in detail elsewhere [12], and only a brief description is
given here. The typical energy of the incident electron
is 1.2 keV plus binding energy. In the employed sym-
metric non-coplanar kinematics, the ejected and scat-
tered electrons with equal polar angles (6,=0,=60=45°)
and energies (E,=F}) are analyzed by a 90° sector,
27 spherical electrostatic analyzer. The two electrons
are then detected in coincidence by a position sensitive
detector with double-half wedge-strip anode (DH-WSA
PSD) placed at the exit plane of the analyzer. Consid-
ering conservation of energy and momentum, the bind-
ing energy € and magnitude of momentum p of target
electron can be expressed as

e =FEy— E.— By (3)
8 1/2
p= {(21)aL cosf — p0)2 + {Qpa sin 6 sin (2>} } (4)

where (Eo, po), (Ea, pa) and (Ey, py) are the energies
and momenta of the projectile, scattered and ejected
electrons, respectively. And ¢ is the relative azimuthal
angle between the two outgoing electrons. Before the
experiment of SFg, the energy and momentum resolu-
tions of the present EMS spectrometer are determined
to be ~1.5 eV (full width at half maximum (FWHM))
and ~0.2 a.u., respectively, by measuring the binding
energy spectrum and electron momentum distribution
of Ar3p orbital.

On the theoretical side, within the binary encounter
approximation and the plane wave impulse approxima-
tion (PWTA), as well as the target Hartree-Fock (HF) or
Kohn-Sham (KS) approximation, the triple differential
cross-section (TDCS) of (e, 2e) process can be described

s [1—4]:

reis = () B2y x 25 [aolue 6)
where fe. is the Mott-scattering cross section for elec-
trons and 1;(p) is the one-electron canonical HF or KS
wavefunction in momentum space for the ith orbital
from which the electron is knocked out. Si(f ), known as
spectroscopic factor or pole strength, denotes the pos-
sibility of forming a one-hole configuration in the final
state f. The integral in Eq.(5) is usually referred to as
the spherically averaged one-electron momentum distri-
bution, i.e., electron momentum profile.

For SFg molecule, the first four MOs are essentially
composed of F2p AOs, and similar to the case of CFy
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[7, 13], each can be described as

ZCJ¢2p /r'J [Z amelm r])

m=—1

(6)

where ¢ is the expansion coefficient, ¢o,(ry) is the ra-

dial part of F2p AO located at Jth F atom position

R, and rj=r—R;. Y}, denotes spherical harmonics

with the orbital angular momentum quantum number

[=1 and magnetic quantum number m. The coefficient
1

aj.m satisfies E |ag.m|?=1.

m=-—1

Correspondingly, the MOs in p-space is given by
6
Yi(p) = Y exp(—ip-Ry)-
J=1
/dr(27r)_3/2 exp(—ip - ry)cydop(ry) -

[ Z aJ,mYl,m(QrJ)] (7)

m=—1

The exponential term of exp(—ip - ry) in Eq.(7) can
be expanded by using spherical harmonics, .e.,
exp(—ip -ry) = 4772 Jl(pT)Ylm(QrJ)YLm(Qp)(S)

l,m

where j;(pr) is the spherical Bessel function with order

l.
Therefore Eq.(7) is simplified to

%i(p) = dop(p) Y cyexp(—ip - Ry) -

J=1
1
[Z aJ,mYl,m(Qp) 9)
ban(9) =\ 200" [rmon(rirar (o)

where ¢ap(p) is the radial part of F2p in p-space.
By substituting Eq.(9) into Eq.(5), the EMS cross
section for MOs can be further deduced to be [7, 13]

74, (p) = r2p(0)S {1 + Z a17jo(PRyK) +
JAK

> a2 (pRJK):| (11)

J£K

where opap(p) is the cross section for F2p AO, Rk
represents the distance between two F atoms and ay,
ayjy, asy are constants which depend on the coefficients
and components of AOs used to compose the MO. For
different MOs, these constants are essentially different.
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One can see from Eq.(11) that the EMS cross section
of MOs is modulated by the factor Fy,,

Fy,=ao|1+ Y _arsjo(pRix) + Y _azsja(pRyx) | (12)
JEK JEK

which governs the oscillatory behavior, so F, is referred
to as the interference factor.

In the present calculations, based on the molecular
geometry of SFg optimized by the second-order Mgller-
Plesset perturbation (MP2) [14] method with aug-cc-
pVTZ basis set [15], the MO wavefunctions in r-space
are calculated at the theoretical levels of HF [1—4] and
B3LYP [16—19] with 6-311+4+G** and aug-cc-pVTZ
basis sets. Thus, the theoretical electron momentum
profiles for the outer-valence MOs of SFg are obtained
according to Eq.(5). All the theoretical calculations are
carried out using the Gaussian 03 suite of programs [20].

I1l. RESULTS AND DISCUSSION
A. Binding energy spectra
SF¢ molecule has 70 electrons and belongs to Oy

point group. Its ground state electronic configuration
can be written as [11, 21]

(core)* (4ats)” (3t14)" (2e4)" (5aug)”

Inner—valence
(4t10)°" (1t26)" (3eg)” (t1u)° (1620)° (1t14)°

Outer—valence

Note that 1to, and 5t1, are almost degenerate in en-
ergy, and the corresponding ionization bands cannot be
separated even by high-resolution photoelectron spec-
troscopy (PES) [21].

Figure 1(a) shows the two-dimensional electron den-
sity map (2D map) of binding energy and relative az-
imuthal angle (i.e., momentum) for SFg obtained by
the high-sensitivity EMS spectrometer [12] with the si-
multaneous measurement of energy and momentum in
the desired ranges. This 2D map contains the informa-
tion on energy distributions (binding energy spectra),
momentum distributions, and symmetries for various
ionization states. The total binding energy spectrum
(BES), as shown in Fig.1(b), is obtained by summing
up intensities over the entire range of relative azimuthal
angles in the 2D map. Three envelopes are observed in
the BES in the outer-valence region. The first enve-
lope corresponds to the ionizations from the outermost
four MOs, 1t1g, 1tay, 5t14, and 3eg, each of which is
composed of F2p AOs. The second and third ones cor-
respond to the ionizations from 1to, and 4tq, MOs.

In order to extract experimental electron momentum
profiles (XMPs) for the outer-valence MOs, the decon-
volution of the BES for each of a chosen set of angles
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FIG. 1 (a) Two-dimensional density map of binding en-
ergy and relative azimuthal angle of SFg. (b) Total bind-
ing energy spectrum of SFg. The dashed curves represent
the Gaussian deconvolution functions and the solid curve is
their sum. Vertical bars indicate the ionization energies of
the outer valence orbitals.

¢ has been performed by least-squares fitting. Five
Gaussian functions are used to fit the BES as shown
by the dashed curves in Fig.1(b) and the overall fitting
is represented by the solid line. The positions of Gaus-
sian peaks (pl1—p5) are referred to the ionization ener-
gies obtained by the high-resolution PES [21], and the
widths are the combination of EMS instrumental energy
resolution and Franck-Condon widths of the ionization
bands deduced from the PES [21]. The first peak (p1) at
15.7 eV corresponds to 1t1, MO. The second one (p2) at
17.1 eV is associated with two almost degenerate MOs
of 1tg, and 5t1,. The third one (p3) at 18.5 eV is rele-
vant to 3eg, and the last two peaks (p4 at 19.8 eV and
pb at 22.6 eV) correspond to 1tg, and 4tq,, respectively.

B. Experimental and theoretical electron momentum
profiles

The XMPs for each of peaks (pl—pb) are extracted
by plotting area under the corresponding fitted peaks
as a function of momentum p (i.e., angle ¢). The the-
oretical electron momentum profiles (TMPs) for the
outer-valence MOs of SFg are calculated using HF and
B3LYP methods with basis sets of 6-311++G** and
aug-cc-pVTZ. For the sake of comparison, the TMPs
have been folded with the instrumental momentum res-
olution using the Gaussian weighted planar grid method
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FIG. 2 The XMPs and the TMPs for outer-valence orbitals: (a) ltig, (b) ltou+5t1u, (c) 3eg, (d) 1lt2e, and (e) 4tiy.
The TMPs are calculated by HF and B3LYP methods with 6-311+4+G** and aug-cc-pVTZ basis sets within the PWIA
approximation. The orbital maps in r-space are calculated by B3LYP /aug-cc-pVTZ.

[22]. Furthermore, the XMPs and the TMPs are placed
on a common intensity scale using a universal factor
obtained by normalizing the summed XMPs for pl,
p2, p3, and p4 to the summed TMPs for 1tig, ltay,
St1u, 3eg, and 1tye. The XMPs and the corresponding
TMPs for the outer-valence MOs of SFg are shown in
Fig.2. It is noted that the error bars of experimental
data given in the figures represent the overall error of
the statistical and deconvolution uncertainties. In ad-
dition, the molecular orbital maps in r-space calculated
by B3LYP/aug-cc-pVTZ are also illustrated in Fig.2.

Figure 2(a) shows the XMP and the TMPs for 1t
which is composed of four F2p AOs as the orbital
map displays. The XMP shows a “p-type” charac-
ter with a maximum at px~1.5 a.u., and a distinct
“turn up” appears at p<l a.u. All the calculations
within the PWIA approximation predict the same “p-
type” TMPs, but largely underestimate the intensity
at p<1 a.u. Figure 2(b) compares the XMP with the
summed TMPs for two almost degenerate MOs 1toy
and 5t1, which are dominated by two and three pairs
of F2p AOs, respectively. The TMPs describe the XMP
qualitatively except for the intensity at low momentum.
Figure 2(c) depicts the XMP and TMPs for 3e, MO
which is also dominated by two pairs of F2p AOs. The
XMP and TMPs both exhibit double “p-type” charac-
ter with one maximum at p~0.6 a.u. and the other
at p~1.7 a.u. A reasonable agreement between XMP
and TMPs is observable. Figure 2 (d) and (e) show
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the XMPs for 1tp, and 4t;,, respectively. The orbital
maps show that these two orbitals are predominantly
F2p lone pairs with a little admixture of sulfur compo-
nents. The XMPs and the corresponding TMPs both
display “p-type” feature, and all the TMPs overestimate
the XMPs. When the TMPs are scaled by proper fac-
tors, general agreements can be achieved except in the
low momentum region. The obtained factors, 0.9 for
1tog and 0.65 for 4t;,, are essentially the pole strengths
for the ionizations. The evidence of pole strength splits
for the ionizations from 1to, and 4t;, was predicted by
the calculation of Weigold et al. using the third-order
algebraic diagrammatic construction method [11].

It is worthwhile to note that the XMPs for all the
outer-valence MOs of SFg show obviously higher in-
tensity than the TMPs in the low momentum region
(p<1 a.u.). This finding is consistent with the previous
EMS results of Weigold et al., who suggested that the
observed discrepancies may be due to the inadequacy
of basis sets or the initial state correlations [11]. How-
ever, the present calculations using larger basis sets and
the density functional theory with BSLYP hybrid func-
tional, which take into account initial state correlation
to some extent, do not improve the agreement, indicat-
ing that other physical reasons should be considered.
One possible reason is the distorted wave effect, which
was proposed by Brion et al. [23] to explain the ob-
served high intensity in the low momentum region of
the electron momentum profiles for atomic d orbitals,
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as well as for d-like or 7*-like molecular orbitals that
exhibit gerade symmetry [23—26]. The orbital maps in
Fig.2 indicate that the outer-valence MOs of SF¢ all
display 7*-like characteristic. Another possible reason
is the vibrational effect as revealed by some recent EMS
studies that the vibrational motions of initial state of
polyatomic molecule may substantially change the elec-
tron momentum profiles in the low momentum region
[27—30]. The contamination from the nearby ionization
bands due to severe overlaps may also contribute to the
discrepancies.

C. Interference effects

As described above, for the outermost four nonbond-
ing MOs of SFg dominated by F2p lone pairs, the EMS
cross section (oy,(p)) can be expressed as the prod-
uct of the cross section of F2p AO (opep(p)) and the
interference factor (F,) according to Eq.(11). There-
fore the interference pattern can be observed through
dividing the cross section of MO by that of F2p AO.
Taking into account the possible distorted wave effect,
orop(p) is calculated with the distorted-wave Born ap-
proximation (DWBA) method [31] using B3LYP /aug-
cc-pVTZ wavefunction. The calculated opa,(p) is also
folded with the present instrumental momentum reso-
lution.

Figure 3 shows the ratios of the XMPs for 1tg,
1tou+5t1y, and 3eg MOs to the TMP for F2p AO calcu-
lated by the DWBA, together with the theoretical ra-
tios of the TMPs for MOs to that of F2p AO which are
both calculated using B3LYP /aug-cc-pVTZ within the
PWIA. One can see from the figure that the oscillation
structures are observed clearly in both the experimen-
tal and theoretical ratios. In order to confirm the inter-
ference effect, the interference factors F;; for different
orbitals are also plotted in Fig.3. To calculate the inter-
ference factors, S—F bond length (Rgp=2.95 a.u.) from
the electron diffraction [32] is employed. The calculated
values for coefficients a1; and asy of the zero and sec-
ond order spherical Bessel functions are fixed, while ag
is determined by best fitting to the experimental ratio.
It can be seen from Fig.3 that the observed oscillatory
structures can readily be described by the interference
factors, indicating unambiguously the presence of inter-
ference effect or bond oscillation. In addition, the dis-
crepancies between experimental and theoretical ratios
in the low momentum region still exist, especially for
1ty orbital. The distorted wave effect could no longer
be responsible for it because such an effect involved in
the cross sections should largely be eliminated in the
cross section ratios. Therefore, the vibrational effect as
well as the contamination from nearby ionization bands
may contribute to the discrepancies. In order to elim-
inate the possible deconvolution uncertainty, we also
plot the experimental and theoretical ratios for the sum-
mation of the four outermost MOs in Fig.4, together
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FIG. 3 Ratios of EMS cross sections of MOs to that of F2p
AO and the corresponding interference factors for (a) 1tig,
(b) 1t2u+5t1u, and (c) 3eg of SFe.
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FIG. 4 Ratio of EMS cross sections of MOs to that of F2p
AO and the corresponding interference factor for the sum-
mation of 1t1g, 1tau+5tiu, and 3eg.

with the corresponding interference factor. As can be
seen in the figure, a good agreement between the experi-
mental and theoretical ratios, as well as the interference
factor, are achieved, further confirming the presence of
the interference effect.
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IV. CONCLUSION

We report the highly sensitive EMS measurement on
binding energy spectra and electron momentum profiles
for the outer-valence molecular orbitals of SFg. The ex-
perimental results are interpreted on the basis of the
quantitative calculations using the density functional
theory with B3LYP hybrid functional. Furthermore,
for the four outermost F2p lone pair orbitals, the inter-
ference patterns are observed clearly through dividing
the electron momentum profile of molecular orbitals by
that of atomic F2p orbital. It clearly shows that EMS
is a feasible experimental tool to directly investigate the
interference effect even for the complicated species.
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