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ABSTRACT: Uranium oxide clusters UO,” (x = 3—5) were
produced by laser vaporization and characterized by photo-
electron spectroscopy and quantum theory. Photoelectron
spectra were obtained for UO,” at various photon energies
with well-resolved detachment transitions and vibrational
resolution for x = 3 and 4. The electron aflinities of UO,
were measured as 1.12, 3.60, and 4.02 eV for x = 3, 4, and S,
respectively. The geometric and electronic structures of both

UO; (?B, Cy) Uo, (B4 Cz) Uos (*A” Cy)

the anions and the corresponding neutrals were investigated by quasi-relativistic electron-correlation quantum theory to interpret
the photoelectron spectra and to provide insight into their chemical bonding. For UO, clusters with x < 3, the O atoms appear as
divalent closed-shell anions around the U atom, which is in various oxidation states from U"(fds)* in UO to UY(fds)® in UOs,
For x > 3, there are no longer sufficient valence electrons from the U atom to fill the O(2p) shell, resulting in fractionally charged
and multicenter delocalized valence states for the O ligands as well as 77'- or 77°-bonded O, units, with unusual spin couplings and
complicated electron correlations in the unfilled poly oxo shell. The present work expands our understanding of both the
bonding capacities of actinide elements with extended spdf valence shells as well as the multitude of oxygen’s charge and bonding

states.

1. INTRODUCTION

The rich chemistry and bonding capacity of uranium have
attracted extensive research interests.’ Many uranium com-
pounds have complicated electronic structures, owing to the
soft 6p semicore—shell and to the spatially distributed 5f6d7s
valence shells, resulting in diverse chemical-bonding tendencies.
Uranium exhibits a broad range of oxidation states, but its most
important ones in nature are IV and VI The linear uranyl
cation UO,*", in which U is in its favorite oxidation state VI, is
an extremely stable species that can form complexes with many
different ligands in its equatorial plane.” The neutral UO,
molecule, in which U is in its oxidation state IV, is also linear,
but possesses very complicated electronic structures, owing to
energetic near-degeneracy of the 5f6d7s shells and the large
differences in their radial extensions. Interactions with adjacent
atoms, even in noble gas matrices, can change the order of the
lowest electronic states and occupation schemes of UO, within
the U(5f6d7s)” superconﬁguration.3_18

In a prior joint photoelectron spectroscopy (PES) and ab
initio study, both the U™ O, and U™O,™ molecules were found
to be linear species with *®,[(5f$,)!(7so,)'] and
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@[ (5f¢,)!(7s0,)’] ground states, respectively.'” More sig-
nificantly, strong Coulomb-correlation and spin—orbit (SO)
coupling effects were observed, leading to numerous shakeup
transitions upon photodetachment from the dominant anionic
5f'7s* configuration with discernible spectral intensities. A
subsequent high-resolution PES study of UO,™ confirmed the
previous observations and yielded much more accurate
spectroscopic information.”” Similar shakeup transitions were
also observed in the PES of U'F,”, which has a dominant U
(5£7s%) configuration.”" A recent ab initio investigation of U"O
revealed strong configuration mixing by Coulomb-correlation
and SO coupling within the U(5f6d7s)* superconfiguration.””

Very recently, Kovacs et al. reviewed experimental and
computational investigations of molecular actinide mono- and
dioxides and also touched upon the trioxides.”> Monouranium
poly oxide clusters (UO,) for x > 3 provide examples of
relatively simple actinide molecules with different oxidation
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states for both the U and the O atoms; however, the electronic
structures and chemical bonding of the higher oxide molecules
are not well known. Experimentally, UO;~ and UO,” anions
were observed in mass spectra using laser vaporization.”*’
Neutral UO; and UO, molecules were observed in rare-gas
matrices, and their vibrational frequencies were measured using
infrared spectroscopy.” More recently, gas-phase Ar,UO,* and
Ar,UO4" species were produced in a supersonic molecular
beam, and their infrared spectra were measured.”® The
structural, electronic, vibrational, and thermodynamic proper-
ties of C,, symmetric UO; were calculated at both the DFT and
the reliable CCSD(T) levels.”’~* The UOQ," cation was
calculated to be a side-on superoxido complex, (*-0,)UO,",*
which is consistent with the infrared study.*

Here we report PES of UO,” (x = 3—5) in conjunction with
ab initio calculations to elucidate the trends and changes of the
geometric and electronic structures and bonding mechanisms
of the monouranium oxides with various O atoms. Well-
resolved PES features were observed for all species, with
vibrational resolution in the cases of UO;™ and UO,”, and they
were compared with theoretical data. The electron binding
energies of UO,~ were found to increase dramatically with the
oxygen content. The theoretical studies show that the UO, and
UO,~ species mainly consist of an OUO uranyl unit, with
additional O atoms building equatorially around the slightly
bent OUO axis in O or O, form. The oxidation state and
formal charge on U increases with the oxygen content from the
low value of I in UO™ stepwise up to its maximum value of VL
Interesting multicenter bonding is observed in the oxygen-rich
systems. The current study provides both new experimental
data valuable for benchmarking further theoretical development
of actinide systems and new insights into the chemical bonding
capacities of uranium.

2. EXPERIMENTAL METHODS

The experiments were carried out using a magnetic-bottle PES
apparatus equipped with a laser vaporization cluster source,
details of which have been published elsewhere.’" In brief, a
uranium disk target was used in the laser vaporization cluster
source with a He carrier gas containing 5% Ar for better
cooling.”** Oxygen-poor UO,” (x < 3) clusters could be
produced due to the oxide impurity on the target surface
without an external O source.””” To produce the oxygen-
richer clusters UO,~ and UO;™, a He carrier gas seeded with
1% O, was used. The anionic clusters were extracted from the
collimated cluster beam after a skimmer and analyzed in a time-
of-fight mass spectrometer. The clusters of interest, UO,” (x =
3-5), were mass-selected and decelerated before being
photodetached by a laser beam operated at 193 nm (6.424
eV) from an ArF excimer laser, or at 266 (4.661 eV), 355
(3.496 eV), and 532 nm (2.331 eV) from a Nd:YAG laser.
Photoelectrons were collected at nearly 100% efficiency and
analyzed in a 3.5 m long magnetic bottle time-of-flight PES
analyzer. The resolution of the apparatus, AE,/E,, was better
than 2.5%, that is, ~25 meV for 1 eV electrons.

3. THEORETICAL METHODS

The geometric and electronic structures of UO,” and UO,
were first examined using approximate density functional
theory (DFT) calculations, as implemented in the ADF
2013.01**7%% and Gaussian 09 programs.37

1085

In the ADF calculations, several functionals were a%plied,
including the PBE density %radient approximation,” the
B3LYP hybrid approximation,” and the statistically averaged
orbital potential SAOP,*” with the standard TZ2P basis sets in
the ADF library, which represent Slater basis sets of polarized
valence triple-¢ quality, [3s3p1d1f] for the O(2s2p) shell and
[6s4p3d3f] for the U(56s6p6d7s) shell.”' The orbitals of the
U[1s%-5d'%] and O[1s*] cores from free atom calculations were
kept frozen in the UO, molecules. The geometric structures of
different UO,° and UO,” isomers with different electron
configurations were optimized with various starting geometries
at the scalar-relativistic (SR) zero-order-regular approximation
(ZORA).” SO coupling effects were taken into account for
selected geometries by SO-ZORA. The structures were
confirmed to be true minima by vibrational frequency
calculations.

In the GO9 calculations, we applied the B3LYP functional
and the U[1s*4f'*] SR effective small-core potential
ECP60MWB™* ™ with the contracted Gaussian basis sets
ECP60MWB-SEG (14s13p10d8f6g)/[10s9pS5d4f3g] for the U
atom and aug-cc-pVIZ (11s6p3d2f)/[Ss4p3d2f] for the O
atoms,**7*

Starting from these DFT-optimized structures, we reopti-
mized the lower energy states of UO, and UO,” at the SR-
ROHEF-RCCSD(T) level,"” as implemented in the MOLPRO
2012.1 program using the same basis sets as in the GO09
calculaltions.***” The first vertical detachment energy (VDE,
here defined as the energy at maximum intensity) for each
species was then computed as the total energy difference of the
anionic and neutral species at the anionic geometry, at both the
DFT and CCSD(T) levels. In the latter the O(2s)U(6s6p)
semicore and O(2p)U(5£6d7s) valence shells were correlated.
The first adiabatic detachment energy (ADE) for each species
was calculated as the energy difference between the neutral and
the anion at their respective optimized geometries. The energy
of UO;™ with a U(5f') electron was determined by a CASSCF/
CCSD(T)/SI-SO approach using the above-mentioned effec-
tive core potential with SO coupling. The seven 5f type and one
7s type MOs in UO;™ were included in the active space, which
gives CAS(1e,80) and eight electronic states. The CAS(1e,80)-
SCF wave functions were used for the off-diagonal SO matrix
elements, and the CCSD(T) energies were used for the
correlation-improved diagonal elements.’*™>> The minor
second-order SO correction of closed-shell UO; has been
neglected.

The higher VDEs were calculated either with time-dependent
(TD) DFT or by applying the Koopmans’ Theorem (KT)
approximation as generalized to the DFT approach, that is, by
adding a constant semiempirical self-interaction correction of
about —2 €V to the occupied orbital energies of the anion.”™’
TD-DFT for UO; with either SAOP or B3LYP potentials and
KT-DFT-B3LYP for UO;~ gave the same order of symmetry
labels and similar PES patterns. For the UO, closed-shell
ground-state species, TD-DFT with both SAOP and B3LYP
functional yielded an incorrect negative excitation energy for
the lowest excited triplet state and was not applied. Concerning
the open-shell UOj; species, the ADF and GAUSSIAN codes do
not offer the option of SO-TD-DFT. Therefore, we applied
only the KT-DFT-B3LYP approach for the VDEs of UO,™ and
UO;™. The energies of all stationary states were corrected for
the harmonic vibrational zero-point effects at the DFT level.
The respective corrections of energy differences were then
added to the ADEs.
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Chemical bonding analyses were performed using Mulliken
populations,”® bond orders of Mayer™” and of Nalewajski and
Mrozek,*™® and the adaptive natural density partitioning
(AANDP) approach of Boldyrev,* which is an extension of the
NBO approach of Weinhold and Landis,”* where one searches
for an optimal decomposition of the one-electron density
matrix into chemically intuitive localized orbital contributions.
Thereby, one can recover, step-by-step, one-center core and
valence lone pairs (1c-2e), then two-center (2c-2e), and then
multicenter bond pairs (3c-2e, ...). A pair-density defect (ie., <
2e) results if one aimed at a too strongly localized bonding
picture. All molecular structures and valence MOs were
visualized using the ADF 2013 GUI software.”® The AANDP
results were visualized using GaussView 5.0.°° The bond order
analyses were carried out with the ADF 2013.1 package.*

4. PHOTOELECTRON SPECTROSCOPY OF UO,™ (x =
3-5)

The photoelectron spectra of UO, at various photon energies

are shown in Figures 1-3 for x = 3—35, respectively. The spectra

(a) 532 nm
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(b) 355 nm A

(c) 266 nm %
X

(d) 193 nm E
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Binding Energy (eV)

Figure 1. Photoelectron spectra of UO;™ at (a) 532 (2.331 eV), (b)
355 (3.496 eV), (c) 266 (4.661), and (d) 193 nm (6.424 V). The
vertical lines in panel a indicate the vibrational progression. The
vertical bars in panel d mark the theoretical VDE values. The first VDE
was from AE-CCSD(T) and the higher energy VDEs were shifted SR-
KT-DFT-B3LYP values (see Table 1).

obtained at high photon energies reveal more detachment
transitions, and those obtained at low photon energies offer
better spectral resolution for the low binding energy features.
The observed PES bands are labeled with letters (X, A, B, ...),
and the measured VDEs from the band maxima are given in
Tables 1—3, where they are compared with the calculated
VDEs. In each spectrum, the X band represents the transition
from the anionic ground state to the electronic ground state of
the corresponding neutral species with a similar geometric
structure as the anion (not necessarily the global minimum).
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(a) 266 nm

(b) 193 nm
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Figure 2. Photoelectron spectra of UO,” at (a) 266 and (b) 193 nm.
The vertical lines in panel a indicate the vibrational progression for
band X. The vertical bars in panel b mark the theoretical VDEs. The
first VDE is from AE-CCSD(T) and the higher energy VDEs are
shifted SR-KT-DFT-B3LYP values (see Table 2). The weak feature *
near ~1.47 eV is due to O™.

(a) 266 nm

x16

(b) 193 nm
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Figure 3. Photoelectron spectra of UO;™ at (a) 266 and (b) 193 nm.
The weak features (labeled as * and **) are due to UO;™ as a result of
photodissociation: UO;~ — UO;™ + O,. The vertical bars in panels b
mark theoretical VDE values (see Table 3).

The higher binding energy PES bands (A, B, ..) denote
transitions to excited states of the corresponding neutral
species.

4.1. UO;™. The 532 nm spectrum of UO,;~ (Figure la)
revealed one well-resolved vibrational progression for the
ground-state transition (X). Because of possible vibrational hot
bands, the ADE could not be determined directly from the
spectrum but with the help of Franck—Condon simulations
with the PESCAL program.”” Because the observed vibrational
frequency was most likely due to the symmetric U-O
stretching mode, we used the calculated anionic harmonic
frequency of 800 cm™" for the U—O stretching of UO;™. From
the Franck—Condon simulation, we determined the ADE of
UO;~ or the electron affinity (EA) of UO; as 1.12 eV and

DOI: 10.1021/acs jpca.5b11354
J. Phys. Chem. A 2016, 120, 1084—1096


http://dx.doi.org/10.1021/acs.jpca.5b11354

The Journal of Physical Chemistry A

Table 1. UO;™: Observed Vertical Electron Detachment Energies (VDE in eV) Compared with Calculated VDEs of C,, (*B,)
UO;" at SO-TD-DFT/SAOP&B3LYP, Koopmans DFT/B3LYP and AE-CCSD(T)/SO Levels at CCSD(T) Geometries, and
Dominant One-Electron Configuration States of the Detachments

VDE (calc)
TD-DFT KT-DET
obs. band VDE (obs)” dominant configuration of final states at the SR level” final SO state SAOP aver.” B3LYP B3LYPY
X¢ 1.44(3) 5a;” 3b,? 1a,” 6a,> 2b,? 4b,* 3b,* 7a,* 5b,* 4b,° A 1.22 1.62 ACC:1.60
A 3.19(6) 5a,% 3b,% 1a,” 6a,> 2b,” 4b,* 3b,> 7a,% 5b," 4b,’ B, 3.24 3.00 3.19
A 328 <328 3.08
A, 3.30 3.07— 3.07
B, 3.32 3.17
B 3.81(6) 5a,” 3b? 1a,® 6a,> 2b,” 4b,* 3b,” 7a,' 5b;? 4b,! B, 3.71 3.70 3.75
A, 3.74 «3.77 3.78
B, 3.78 3.82— 3.82
A, 3.85 3.98
C 4.7(1) 5a;% 3b,% 1a,” 6a;” 2b,? 4b,* 3b," 7a,> 5b,? 4b,! A, 449 4.66 4.62
A, 4.50 «4.55 4.66
A, 4.54 471 472
B, 4.65 4.81
D 5.1(1) 5a,2 3b,% 1a,” 6a,> 2b,” 4b," 3b,* 7a,% 5b,* 4b,’ B, 4.88 5.11 5.05
A, 492 <493 5.12
A, 4.96 5.13— 5.12
A, 497 5.18
5a, 3b,? 1a,” 6a,% 2b,' 4b,? 3b,> 7a,* 5b,* 4b,! B, 513 546 5.35
A, 5.13 «5.16 5.46
B, 5.19 5.47— 5.47
A, 5.19 5.49
E 5.7-6.3 5a;% 3b,? 1a,” 6a," 2b,” 4b;* 3b,> 7a,> 5b,? 4b,! B, 5.41 571 5.66
A, 542 « 5.46 5.71
B, 5.45 5.75— 5.78
A, 5.54 5.85
5a;% 3b,* 1a,' 6a,* 2b,* 4b,* 3b,% 7a,* 5b,* 4b,! B, 5.57 6.05 5.83
A, 5.57 «5.58 6.05
A, 5.58 6.05— 6.05
B, 5.58 6.06
5a,% 3b,' 1a,> 6a,> 2b,” 4b,* 3b,* 7a,> 5b,* 4b,! B, 5.73 6.24 6.11
A, 5.74 «S$.75 6.24
A, 5.78 6.24— 6.24
B, 5.76 6.24
5a,' 3b;? 1a,” 6a,% 2b,* 4b,* 3b,? 7a,> 5b,? 4b,! A, 5.85 6.31 6.12
B, 5.87 «5.87 6.34
B, 5.88 6.34— 6.35
A, 5.89 6.36

“Numbers in parentheses indicate the experimental uncertainty in the last digit. ®MOs relevant for an approximate description of the electron
detachment are highlighted by bold face. Except for 4b,(U-5f), they are of O(2p) character. “aver. = exchange and SO averaged. dAveraged KT-DFT
energies of UO;™ were shifted by —1.88 €V to fit the experimental VDEs on the average. “EA of UO; was measured as 1.12 + 0.03 eV and the U-O
stretching frequency of UO; as 850 + 30 cm™". ACC is the coupled-cluster total-energy difference. SOC increases the detachment energy by 0.31 eV
(ADEy,, from CAS(1,8)SCF/CCSD(T)/SO = 1.08 eV, SR approximation = 0.77 eV).

estimated the vibrational temperature of UO;™ as 245 K. The
U—O symmetric stretching frequency of the UO; ground state
was obtained as 850 + 30 cm’, corresponding to a bond
length change of ~8 pm.®® The average vibrational peak width
is 72 meV, which is much larger than the instrumental
resolution (~25 meV) at this energy range, suggesting that an
unresolved low-frequency vibrational mode (e.g, due to O—
U-O bending) might also be active upon photodetachment.
The relatively weak intensity of the X band as compared with
the higher energy features in the higher photon energy spectra
suggested the detachment from a spatially more compact U(Sf)
type orbital, as was previously observed for monouranium
halide complexes.*”~""
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Following a large energy gap beyond the X band, a series of
intense, broad, and congested bands were observed in the high
binding energy range at 3.19 (A), 3.81 (B), 4.7 (C), 5.1 (D),
and 5.7—6.3 eV (E), as seen in Figure 1b—d. The large energy
separation of 1.8 eV between bands X and A suggests that
neutral UO; is a closed-shell molecule with a large HOMO—
LUMO gap. The large spectral widths of the high binding
energy bands could be due to large geometry changes upon
photodetachment and/or possibly overlaps of several detach-
ment channels.

4.2. UO,™. Because of its relatively high electron binding
energies, UO,” was studied only at 266 and 193 nm
detachment wavelengths, as shown in Figure 2. The X band

DOI: 10.1021/acs jpca.5b11354
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Table 2. UO,™: Observed Vertical Electron Detachment Energies (VDEs in eV) Compared with Calculated VDEs of the C,,
(*B,) UO,~ Global Minimum Structure (4a in Figure 4) at Koopmans SO-DFT/B3LYP and AE-CCSD(T)/SO Levels, at the
CCSD(T) Geometry, and Dominant One-Electron Contributions to the detachments at the scalar-relativistic level

obs. band VDE (obs)“ dominant detachment dominant final state configuration at the SR level® VDE (calc)®
x4 3.79(3) 5b,'7%a) lAl, [6a,% 4b,* 7a,> 4b,? 2a,” 8a, 5b, 5b,°] ACC: 3.92
A° 421(3) 5b,271(B) 5, [6a,2 4b,% 7a,* 4b,” 2a,” 8a,* 5b,* 5b,'] 4.14
B 4.40(5) 5b,27 (@) Ay, [6a,2 4b,* 7a,* 4b,” 2a,” 8a,* 5b,' 5b,'] 433
C 5.0(1) 22,7 1(p) 3132, [6a,% 4b,* 7a,> 4b,” 2a,' 8a,% 5b,? 5b,'] 473
82> (B) zBl, [6a,> 4b? 7a,> 4b,” 22, 8a," 5b,” 5b,'] 4.81

82, (a) » [6a2 4b> 7a,* 4b,* 2a,% 8a,"' 5b,” 5b,'] 491

D 5.57(8) 4b,>1(B) 3Ay (6a, 4b,* 7a,* 4b,' 2a,” 8a,> 5b,% 5b,'] 5.70
22, (@) 5, [6a,% 4b,* 7a,> 4b,” 2a,' 8a,% 5b,? 5b,'] 5.84

E 5.98(6) 4b,271(B) A, [6a,” 4b," 7a,* 4b,? 2a,” 8a,* 5b,” 5b,] 591
4b,>7 (@) 1Ap [6a,2 4b,? 7a; 4b," 2a,” 8a;* 5b,” 5b,'] 5.96

F ~6.1(1) 72,74 (B) 3B, [6a,> 4b,> 7a," 4b,* 2a,> 8a,% 5b,* 5b,'] 6.11
62> (B) 3By, [6a," 4b;* 7a;* 4b,* 2a,” 8a;* 5b,” 5b,'] 6.36

72,2 (a) 'B,, [6a,” 4b,* 7a," 4b,? 2a,” 8a,% b, 5b,'] 6.49

4b,>7 (@) 'Ay, [6a;2 4b,' 7a,* 4b,? 2a,? 8a; 5b,% 5b,'] 6.55

62, (a) B, [6a,' 4b,* 7a,% 4b,? 2a,” 8a,% 5b,” 5b,'] 6.68

“Numbers in parentheses indicate the experimental uncertainty in the last digit. ®MOs relevant for an approximate description of the electron
detachment are highlighted by bold face. The lower ones Sa, 1a,* 3b,® 3b,” are not displayed. All MOs are of 0(22 character. “KT-DFT-B3LYP
values, shifted by —1.88 eV. ACC is the CC total-energy difference with SO correction taken over from DFT-B3LYP. “The ADE or the EA of the 4B
isomer of UO, was measured to be 3.60 + 0.03 eV. The symmetric U—O vibrational frequency was measured to be 770 + 30 cm™". “The measured
ADE of this band was 4.11 + 0.03 eV. The symmetric U—O vibrational frequency was measured to be 810 + S0 cm™".

Table 3. UO;™: Observed Vertical Electron Detachment Energies (VDEs in eV) Compared to Calculated VDEs of the Global
Minimum Structure 5a-C,(*A”) UO;" in Figure 4 at Koopmans SO—DFT/B3LYP and AE-CCSD(T)/SO Levels at DFT/B3LYP
Geometry and Dominant One-Electron Contributions to the Detachment at the Scalar-Relativistic Level?

obs. band VDE (obs)b dominant detachment from SR-MO dominant final state configuration at the SR level VDE (KT-DFT-B3LYP)©

x4 4.19(6) 7a"? 6a” 132"> 14a’* 15a"* 7a"" 8a"! 4.36
437

A 4.71(8) 152" 6a”* 132'* 142’ 15a"! 72" 8a"! 4.60
476

B 52(1) 14a” 6a”* 132"> 14a’! 152"> 72" 8a"! 531
C 5.5(1) 5.53
D 6.3(1) 132”2 6a"* 13a’! 142"? 152'* 72" 8a"* 5.84
591

8a”! 6a"% 132'* 142’ 152"% 7a"* 8a"° 5.89

6a"? 6a”! 132’2 14a’* 152> 72" 8a"! 6.28

6.34

12a 12a"" 6a”* (13—15)a"? 7a"* 8a"* 6.56

6.68

“UO;"~ ground-state configuration is 8a’> 92> 3a”* 42" 10a’* 5a”* 11a’> 12a’* 6a”* 132"> 14a’* 152’> 72"* 8a"". “Numbers in parentheses indicate the
uncertainty in the last dlglt The ADE for the X band of UO;™ or the adiabatic EA of UOg was measured as 4.02 + 0.06 eV. “KT-DFT-B3LYP values,
shifted by —2.26 eV. “First VDE computed as the coupled-cluster total-energy difference (ACC) is 4.42 eV.

in the 266 nm spectrum (Figure 2a) displayed a well-resolved spectrum (Figure 2b), we assigned the 0 — 1 vibrational peak
vibrational progression with a frequency of 770 + 30 cm™/, of the A band as the vertical transition with a VDE of 4.21 eV.
which should be due to the symmetric U-O stretching mode The VDE of the B band was estimated to be 4.40 eV.

of the UO, final state. The respective ADE of UO,~, or EA of More detachment transitions were observed in the 193 nm
UO,, was readily measured from the 0—0 transition as 3.60 eV. spectrum (Figure 2b): a weak and broad band C (VDE: 5.0

The VDE of the X band, defined as the most intense vibrational V), band D (VDE: 5.57 V), and band E (VDE: 5.98 V). The
peak (0 — 2), was 3.79 eV. We estimated a U—O bond length broad signals on the high binding energy side were tentatively

of ~6 pm using Franck—Condon simulation. A more intense labeled as band F with a VDE around 6.1 eV, which likely
partial vibrational progression (A), corresponding to an excited contained closely spaced detachment channels. A very weak
state of UO,, was observed, closely following band X. An peak (labeled as *) was observed in both spectra at a
average vibrational spacing of 810 + 50 cm~! was measured for detachment energy of ~1.47 eV, consistent with the detach-
band A. The ADE of band A was measured as 4.11 eV. ment energy of O.”> This observation suggested that there was
Apparently, another band B, at the cutoff of the 266 nm a very minor channel of photodissociation of UO,” — UO; +
detachment wavelength (4.661 eV) overlapped with band A, O~ during the PES experiment, followed by detachment of O~
making it difficult to determine the VDEs of these two bands. by a second photon during the same 5—8 ns detachment laser
Judging from the appearance of the two bands in the 193 nm pulse.

1088 DOI: 10.1021/acs.jpca.5b11354

J. Phys. Chem. A 2016, 120, 1084—1096


http://dx.doi.org/10.1021/acs.jpca.5b11354

The Journal of Physical Chemistry A

4.3. UOs™. The photoelectron spectra at 266 and 193 nm
are shown in Figure 3 and the binding energies of UO;~ were
found to be even higher. One relatively broad PES band (X)
was observed at 266 nm with a VDE of 4.19 eV. Since no
vibrational structure was resolved, the ADE was evaluated by
drawing a straight line along the leading edge of band X and
then adding the instrumental resolution to the intersection with
the binding energy axis. The ADE so obtained was 4.02 eV,
which also represents the EA of UO;.

The 193 nm spectrum displayed a series of congested and
broad PES bands. A broad band A was observed at a VDE of
4.71 eV, beyond which the spectrum was almost continuous.
Three bands were labeled tentatively for the sake of discussion:
band B at a VDE of 5.2 €V, band C at a VDE of 5.5 €V, and
band D at a VDE of ~6.3 eV. Very weak signals at ~1.2 eV
(labeled as *) and ~3.5 eV (labeled as **) were also observed
in the 266 nm spectrum but were not present in the 193 nm
spectrum. In comparison with Figure 1, these signals likely
came from UO;". This observation suggested that the UOs~
species might contain an O, unit and the UO;™ species was
derived from a minor channel of photodissociation at 266 nm:
UO;~ — UO;™ + O,.

The first ADEs and VDEs for UO,” (x = 3-5) are
summarized in Table 4, where they are compared with
theoretical data calculated at the quasi-relativistic SO-coupled
CCSD(T) level.

Table 4. Observed First Adiabatic (ADE) and Vertical
(VDE) Detachment Energies (in eV) of UO,” (x = 3—S5)
Compared with Quantum Calculations at the SR/SO—
CCSD(T) Level

calc.: CCSD(T)

anion process obs.” SO SR
Uo;~ ADE 1.12(3) L12° 0.81
VDE 1.44(3) 1.60° 129
vo,” ADE 3.60(3) 3.51° 3.64
VDE 3.79(3) 3.79¢ 3.96
UO,~ ADE 4.02(6) 3.92¢ 3.92
VDE 4.19(6) 4.37° 442

“Numbers in parentheses are the uncertainties in the last digit. The
first ADE represents the EA of the corresponding neutral. The
experimental VDE refers to the intensity maximum in the PES.
bTheoretical SO-coupled value of the VDE was obtained from
CAS(1,8)SCF/CCSD(T)/SO calculations; the respective SO correc-
tion was then added to the SR value of the ADE. “SO corrections for
ADE and VDE are from corresponding SO—DFT/B3LYP calculations.

5. THEORETICAL RESULTS AND INTERPRETATION OF
THE PHOELECTRON SPECTRA

Previous experimental and theoretical investigations have
established that both O and O, ligands in the UQ, species
are possible, depending on the oxygen content.”**>”> For O-
rich UO; species, either 1'-O, or -0, binding to U is possible.
We have considered computationally different isomeric
structures of UO, and UO,” (x = 3—S5), as shown in Figure 4.

5.1. UO; and UO;™. The U atom has six valence electrons
and can form a stable stoichiometric UO; molecule, in which U
assumes its maximum oxidation state of VI. UO; was found to
be a closed-shell molecule with C,, symmetry (3A in Figure 4),
as previously known.'®*”~*" It could be viewed as consisting of
a uranyl-like UO, unit, deformed by the equatorial coordination
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of the third O atom. The axial U-O,, bonds are 180 pm long
(comparable to those in UQ,)," '>" while the equatorial U~
O, bond is slightly longer (185 pm). The £0,~U-O,, bond
angle is ~160°. The UO;™ anion was found to have a similar
C,, structure (3a in Figure 4), in which the extra electron
occupies a Sf-based MO (4b, in Figure S and in Figure S1 of
the Supporting Information). In the anion, the U—O bonds
expand by about 8—10 pm, consistent with the observed
vibrational progression in the photoelectron spectrum (Figure
1a) and the experimentally derived average U—O bond length
change of ~8 pm upon electron detachment from UO;™. The
uranyl-like unit in the anion became even more bent with a
£0,-U-0,, bond angle of ~150°. The Cartesian coordinates
of UO;™ and UQO; are given in Tables S1 and S2 of the
Supporting Information, respectively.

The valence MO level diagram of UO;™ is shown in Figure 5
and the MO contour plots are given in Figure S1. The MOs of
the UQ; are similar to those of UO;™ except that the 4b, MO is
unoccupied. The nine occupied valence MOs of UQOj; are of
dominant O(2po,7) character. The lower three MOs (Say, 3b,,
la,) contain ~15% U(6d), and the remaining six occupied
MOs contain ~20% U(Sf) on average. Seven of the lowest
eight unoccupied MOs, including the 4b, LUMO, contain
~75% U(Sf) on average and smaller amounts of U(6d) and
O(2p), whereas one MO has ~65% U(7s). This MO of
dominant U(7s) character is the upper 9a; in UOj;, while in
UO;" it is the lower 8a,, as shown in Figure S and Figure S1. It
corresponds to the rule that in transition-metal atoms the ns
comes energetically down, near to the (n—1)d or (n—2)f AOs,
only if the atom carries significant negative physical charge.
More details of the atomic orbital contributions to the MOs of
UO;™ are given in Table S3.

Because the highest singly occupied 4b, MO of UO;™ is of
compact U(5f) character, the first detachment band X, yielding
the closed-shell 'A; ground state of UOs; had low relative
intensity. The calculated VDE was 1.60 eV at the CCSD(T)/
SO level and 1.22 eV at the SO-TDDFT/SAQP level,
compared with the experimental value of 1.44 eV in Tables 1
and 4. The calculated symmetric U—O stretching frequency
was 852 cm™' compared with the observed vibrational
frequency of 850 + 30 cm™'. All doubly occupied valence
MOs are O(2p)-based and give intense detachment features of
open-shell character {O(2p') U(5f-4b,)'} with four different
final electronic states, split by the order of 0.1 to 0.2 eV due to
Coulomb-exchange and SO couplings (Table 1), resulting in
closely spaced detachment channels. Therefore, it was
impossible to resolve any vibrational structures in the higher
binding energy detachment bands, which correspond to single
or several groups of one-electron detachment channels from
the O(2p) shells, as shown in Table 1 and also plotted in Figure
1d. Overall, the computed VDEs are in excellent agreement
with the experimental PES data.

5.2. U0, and UO,". The O-rich monouranium oxides are
more intricate because U has reached its maximum oxidation
state of VI in UQ;. Hence, for x = 4 and S, we can consider one
or two neutral electronegative O atoms with two electron—
holes in the 2p shell, added to UOj; to form UO, or UO;. The
additional oxygen atoms compete for electrons with the other
three O*” units, forming either open-shell oxo-ligands or 7'/5*
dioxygen ligands with O—O bonds. Because the valence band
of UO, mainly consists of 3x O(2p)-type MOs with 2x+6
valence electrons, it is to be expected that some of the near-
degenerate frontier MOs will remain empty or singly occupied
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Figure 4. Isomeric structures of UO,, and UO,” (x = 3—5) from the CCSD(T)//SR-B3LYP approach. The coordinates of the anions are given in
Table S1 and those for the neutrals are given in Table S2 of the Supporting Information. The numbers are the bond lengths in pm. The red arrows
indicate the photodetachment transitions from the global minima of the anions to the corresponding neutrals. The experimental VDEs are given in

electronvolts.
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Figure S. Qualitative orbital energy level scheme for U, UO;, and 30,
based on SR-DFT/PBE calculations. Two dots indicate the highest
doubly occupied level, a single dot indicates (sets of) partially (singly)
occupied levels. Sb, is the doubly occupied O(2p) type HOMO of
UO; and UO;7, and 4b, is the singly occupied U(5f) type SOMO of
UO;™. The U(7s) type MO is energetically rather low in the anion
while it is above the U(6d) shell in the neutral.

for x > 3. Jahn—Teller effects may be active, which will reduce
the symmetries of UO,. In the UO,™ anion for x > 3, the extra
electron will enter a dominantly O(2p)-type LUMO, resulting
in significantly higher EAs for the O-rich UO, species than for
O-poor UO,, species with dominantly U(5f)-type LUMOs.
There are several chemically reasonable options for adding
an open-shell O(2p*) atom to the closed-shell UO; molecule.
In the global minimum of UO, (4A in Figure 4), the O atom is
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added to the equatorial O*~ oxide ligand, forming an 7>-0,>”
peroxide ligand and a C,,-symmetric complex with a 'A; spin-
singlet state. This structure was also reported by Michelini et al.
at the DFT level.” Structure 4B in Figure 1 is the next higher
isomer at +0.7 eV, where the fourth O is directly bound to U,
competing for binding electrons with the other three O atoms.
We found a spin-singlet state with D,; symmetry at both DFT
and CCSD(T) levels of theory. A slightly higher energy
structure 4C at +0.85 eV is similar to structure 4A but with a
triplet spin state, in which a 7’-O, superoxide ligand is weakly
bonded to a uranyl(UY) unit in a biradical fashion.

We found similar structural isomers for the UO,™ anion at
the CCSD(T)-SO level but with different ordering. The global
minimum of UO,” shown in 4a of Figure 4 corresponds to the
neutral 4B isomer with a C,,-*B; state and no O—O bond. The
two isomers with 1> peroxide (4b) and superoxide (4c) are
much higher in energy for UO,™. Hence, the global minimum
of UO, cannot be accessed via detachment of the most stable
isomer of UO,". Its orbital level scheme is displayed in Figure
6, and the MO contours are given in Figure S2. We calculated a
sufficiently high barrier between the neutral 4B and 4A
structures (Figure S3) so that the 4B state is sufficiently long-
lived to allow experimentally resolvable vibrational structure
(Figure 2). The calculated symmetric U—O vibrational
frequency (759 cm™") agrees quite well with the experimental
value of 770 + 30 cm™ .. The calculated U-—O bond length
contractions upon electron detachment (see 4a and 4B in
Figure 4) are also consistent with the value derived from the
Franck—Condon simulation for the observed vibrational
progression of the X band in Figure 2 (average AR = 6 to 7

pm).
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Figure 6. Qualitative orbital energy level scheme of U, UO,", and 40,
from SR-DFT/PBE calculations. The Sb; orbital of dominant O(2p)
character is singly occupied in UO,". A dot indicates partially occupied
levels.

The 23 valence electrons of UO,~ occupy the 12 O(2p)-type
MOs, where the highest 5b; MO contains the unpaired electron
(Figure 6 and Figure S2). We also found that there were some
back-donations from O(2p) to the U(5f6d) shell. Because of
exchange coupling with the anionic electron, the doubly
occupied orbitals get split energies at the spin-unrestricted
level (from Ae = 0.1 eV for 8a; up to Ae = 1.1 eV for 2a,).
Because the detachment MOs have dominant O(2p) character,
the SO coupling plays a negligible role. Detachment of the
single Sb, electron from UO,™ results in the ground electronic
state of structure 4B ('A,, C,,, Figure 4). The calculated ADE
of 3.60 eV and VDE of 3.92 eV at the CCSD(T) level agree
well with the experimental values (Tables 2 and 4). The next
detachment comes from the removal of a Sb, electron, which
results in two channels removing a f or a electron. The
computed VDEs at the DFT level are 4.14 and 4.33 eV, in good
agreement with the measured VDEs of bands A (4.21 eV) and
B (4.40 eV), as shown in Table 2. The next three detachment
channels, 2a,(f3), 8a,(f3), 8a,(a), give close VDEs from 4.73 to
491 eV, in agreement with the broad band C. Following an
energy gap, the higher binding energy detachment channels are
very congested and almost continuous with calculated VDEs
from 5.70 to 6.68 eV for the next nine detachment channels,
consistent with the congested spectral features, as shown in
Figure 2. The computed VDEs are also given as vertical bars in
Figure 2b, and the overall agreement with experiment is
reasonable.

5.3. UO; and UO;™. The lowest energy structure of UO,
(SA in Figure 4) contains a triplet O, weakly coordinated in the
equatorial plane of UO; in 7' fashion. The O—O distance (120
pm) is very similar to that of free O,. The SB structure is only
+0.25 eV higher in energy, which contains an 7*O, in the
equatorial plane. In structure SB (*A’, C,), there is one unpaired
spin on the equatorial O, (the 7a” MO is mainly an O.(2p,)
orbital) and one unpaired spin on the O, unit (the 82" MO is
mainly an Oz(ﬂ'yz*) orbital; see Figure S4), which are coupled
through the U valence shell to a spin-triplet. Singlet structure
5C, in which all five O atoms are separated, is much higher in
energy.

Again, for the UO;™ anion, similar isomers were found as for
neutral UOQg, but the ordering is different. The global minimum
structure Sa of UO;™ corresponds to the neutral structure SB.
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Figure 7. Qualitative orbital energy level scheme of UO;, UOs, and O,
based on SR-DFT/B3LYP calculations. A single dot and a pair of dots
indicate singly and doubly occupied levels, respectively. At the
unrestricted KS-level, the 3a” and 8a” MOs of O,(7,7*) character are
split by +1 and +2 eV, respectively. Accordingly the anionic 8a”
electron is not the highest in energy, see Table 3 and Figure S4.

The extra electron is added to the equatorial O,y with a single
spin on the #*-O, in UO;™. This electronic structure can be
seen in the MO diagram shown in Figure 7, and the
corresponding MO contours are shown in Figure S4. Hence,
the experimental photoelectron spectra (Figure 3) correspond
to photodetachment from the global minimum structure Sa of
UO;™ to the different electronic states of structure SB of neutral
UO:..

The lowest energy detachment from the UO;™ ground state
occurs by removing a f electron from the 7a” MO, leading (as
mentioned) to the triplet structure SB of neutral UO; with
singly occupied 7a” and 8a” MOs. The calculated ADE at the
CCSD(T) level for this channel was 3.92 eV, compared with
the measured value of 4.02 eV (Table 4). The first VDE
calculated at the KT-DFT-B3LP level was 4.36 eV. The
detachment of an a electron gave a VDE of 4.37 eV for the final
singlet state of UO;. These two detachment channels gave very
close VDEs, which were in reasonable agreement with the VDE
of the X band (4.19 eV), as shown in Table 3. Hence, the X
band of the photoelectron spectra of UO;~ contains two
overlapping detachment channels (Figure 3), making it
impossible to resolve any vibrational structure. The next
detachment takes place from the 15a" MO, which yielded a
VDE of 4.60 eV for the triplet final state and 4.76 eV for the
singlet final state. These two channels are in good agreement
with the broad A band at 4.71 eV (Table 3). Following an
energy gap, detachment from deeper MOs gave a series of
closely lying detachment channels, consistent with the
continuous spectral features observed in Figure 3b. All of the
computed VDEs are compared with experiment in Table 3 and
plotted as vertical bars in Figure 3b. Overall, the agreement
between the computed VDEs and the observed PES is
reasonable.

6. DISCUSSION

6.1. Chemical Bonding in UO, (x = 3—5). UO; is a stable
stoichiometric molecule with a large HOMO—-LUMO gap, and
it has the simplest electronic structure among the present three
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monouranium oxides. AANDP analyses revealed three lone
pairs, one on each O atom, mainly O 2s electrons, as shown in
Figure 8a. There are three dative-covalent O(2s"*p,) —

(a)
® -
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Figure 8. Localized valence MOs from AdNDP analyses for (a) the
UO; molecule and (b) the D,;;UO, molecule. ON stands for
occupation number.

U(5f6d7s) pairs and six weakly dative O(2p,) — U(5f6d) pairs.
Anticipating the results of the other UO, molecules, three
O(0)-pair donations throughout yield approximately U-
(5'6d'/?7s'), while the weaker (2x) O(x)-pair donations
approximately contribute another U(5f*3d!/?). The UO,
molecule can be viewed as containing three dative U=O
triple bonds.

The bonding in UO, and UOj; is more complicated. The
AdNDP analyses for the D,; UO, are displayed in Figure 8b,

and those of a closed shell isomer of UOj are shown in Figure
SS. We again found a O(2sp) type lone pair on each O atom. In
addition, we found weakly dative O(2pz) — U(5f6d) 2c-2e
bonds, eight and ten, respectively, for UO, and UOs, similar to
the 2c-2e z-pairs of UO;. Again three pairs for o-electrons are
left for four or five O(2sp) hybrids, resulting in multicenter
bonding owing to the electron deficiency in UO, 5. In UO,, we
found two 3c-2e bonds and a totally delocalized Sc-2e bond
(Figure 8b), and in the closed-shell SC structure of UOj;, we
found one 3c-2e o-bond on the O—U—O axis and two 4c-2e o-
bonds in the equatorial UO; plane (Figure SS).

We further analyzed the bond order indices from DFT
calculations (covalent as defined by Mayer;>” covalent + ionic
as defined by Nalewajski and Mrozek®~®) for UO, and UO,~
(x = 2—6), as summarized in Table 5. We included UO, and
UOyq in the bond order analyses for completeness and for
comparison. The axial uranyl-like U=O bonds have covalent
bond order values from 1.61 to 1.97 and covalent+ionic values
from 2.27 to 2.78. In general, the axial bond orders in the
anions are lower than in the neutrals because the anions have
lower positive charge on the U atom and reduced coordinative
interaction. The equivalent U—O bonds in D,;-UO, and O~
UOy are definitely weaker than typical polar U=O0 interactions
in the uranyl-like fragments. The equatorial U-O bonds in
UO; and UO;™ and in SA-UQg and UO;™ are similar to the
corresponding U—O,, bonds, whereas the U-O,, in U0, and
5B-UQ; are weaker than those in the uranyl-like units. The U—
O bond orders of Mayer and N—M for the O,? ligands are,
respectively, 0.9 and 1.5 for q = 2—, half of that for ¢ = 1—, and
even smaller for ¢ = 0. Conversely, the internal O—O bond
orders vary from around 1 for O,*” to around 1.5 for O,'” to
around 2 for O,°.

We also computed the effective atomic charges and spins for
UO, and UO,” (x = 2—6), as given in Table 6. As usual,
Mulliken’s electric charge populations™ are about 1/3 of the
formal charges. (The Voronoi charges74 show similar trends,
but are 2 to 3 times smaller.) For UO,” (x < 3), the anionic
electron is predominantly localized on the U atom, while for x
> 4 it is localized on the O atoms. The formal chemical
reduction of a metal cation reduces the effective charge on the
metal only a bit (by ~1/2 e) but transfers quite some electronic

Table 5. Bond Order Analyses for UO, and UO,” (x = 2 to §)“

molecule” U-0(1,2) axial uranyl U-0(3,4) equatorial O U < O, equatorial O, 0-0

formula sym term mult May N-M  mult May N-M  mult May N-M 0,1 May N-M
U0, Dy, 3@, 2% 1.97
U0,~ Dqy, 0, 2X 1.90
UO; (3A) C,, A 2% 1.92 2.78 5% 1.95 2.90
UO;™ (3a) Cyy ’B, 2X 1.78 2.71 1x 1.75 2.77
U0, (4A) Cy, A 2X 191 2.75 2x 0.90 1.50 0, 0.98 123
U0, (4B) Dy, A, 4x 1.63 2.34
U0,” (4a) Cyy ’B, 2X 1.61 227 2X 1.56 2.19
UO; (5A) C, A" 2X 1.90 2.71 1x 192 2.72 1x 0.15 0.28 0,° 1.87 2.00
UO;s (5B) C, A 2% 1.85 2.66 1X 1.06 1.80 2% 0.46 0.75 0, 1.44 1.68
UO;™ (5a) C, N 2% 1.81 2.55 1x 1.81 2.55 2% 0.36 0.60 0, 143 1.74
UOg (o ‘A 6X 1.35
[U0,)(0,), Dy, Mg, 2X 1.90 4x 0.46 0, 145

“Bond orders of Mayer (May)*® and first kind of Nalewajski and Mrozek including ionic contributions (N—M).®*"% mult is the number of
equivalent bonds. g in O, is the formal charge of the O, ligand. ®Label as given in Figure 4; term = electronic term symbol at the SR level, BALYP

calculations.
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Table 6. Effective Atomic Mulliken Charge (gq) and Spin (s) for UO, and UO,” (x = 2—6)“

molecule” U axial O(1,2) equatorial O(3,4) equatorial O,
formula sym term q s mult q s mult q s 0,1 mult q s

U0, Deyy, 3P, 1.36 2.05 2X —0.68 —0.02

Uo,” Deop 2D, 0.50 1.07 2X —-0.75 —0.04

UO; (3A) G, ‘A 2.07 0 2X —0.68 0 1x —0.72 0

UO;™ (3a) Cy, ’B, 1.59 1.15 2X —0.85 —0.05 1X —0.90 —0.05

U0, (4A) G, A 225 0 2X —0.66 0 0, 2X —0.46 0

U0, (4B) Dy, A, 246 0 4% —0.61 0

U0, (4a) G, ’B, 2.12 -0.18 2X —-0.77 0.22 2X —-0.79 0.37

UO; (5A) C, A" 2.07 —0.02 2X —0.69 0.01 1x —0.73 0.02 0y’ 1x —0.02; 0.89
+0.05 1.08

UO; (5B) C, A 2.32 —0.11 2X —0.64 0.07 1X —-0.53 0.92 0,'” 2X -0.26 0.52

UO;~ (5a) C, A" 2.06 —-0.05 2X —-0.79 0.01 1x —0.83 0.01 0o,'” 2X —-0.32 0.51

UOg 0, A 3.04 0 6x —0.51 0

[U0,](0,), Dy, A, 2.32 —0.08 2X —0.64 0.01 0,'” 4% -0.26 0.52

“mult is the number of equivalent bonds. g in O, is the formal charge
at the SR level, B3LYP-DF calculations.

of the O, ligand. bLabel as given in Figure 4. Term = electronic term symbol

charge onto the basic ligands (here by —1/2 e). The spins are
fully recovered by Mulliken’s spin populations. In the case of
UO,, the spin is delocalized over all four O atoms. In the case
UO;, the two spins sit either on the 7'-O, ligand (structure SA)
or on each of the equatorial O, and the -0, ligand (structure
SB). As usual, the spin on the principal centers (U or the O
atoms, respectively) is slightly larger than 1, with some small
opposite spin polarization on the “opposite” atoms (i.e., the O
or U atoms, respectively).

6.2. Sequential Oxidation of U in UO, and UO,” (x =
1-6). The early actinides are relatively strong electropositive
metals and can be easily oxidized by oxygen. Therefore, up to x
= 3, the UO,? species are ordinary oxides with uranium in
oxidation states +(2x + q) (i.e, <VI, the maximum oxidation
state of U). The common energetic order of the uranium
atomic orbitals in chemical compounds is 5f < 6d < 7s. Only
when U becomes “flooded” by negative electronic charges are
the 5f and 6d orbitals pushed up into the vicinity of the 7s level.
U and Np are the last actinides, where formally all 5f electrons
can be easily transferred to electronegative ligands. The 6p°
semicore—shell can interact with low-lying valence orbitals of
the ligands, such as 2s and 2p of oxygen, thereby transferring
less or more SO-coupling strength, for instance, from the heavy
element to the light element oxygen; however, formal oxidation
of the 6p® semicore—shell appears impossible in stable chemical
compounds. For the middle and later actinides, that is, Np, Py,
Am, Cm, and so on, it becomes less and less possible to
formally oxidize even the whole valence shell.”

UO,; can be described as UY!(fds)°O(2p®); and is the
simplest, closed-shell case. The UO;~, UO,, UO,”, UO, and
UO™ molecules possess one or more heavily correlated
U(5f6d7s) electrons, which have low electron binding energies.
UO™ and UO,™ show a low-energy detachment spectrum of the
uranium valence shell between 1 and 1.5 eV,'”*’ followed by
complex shakeup features up to 5.5 eV, where the ionization of
the oxygen ligands begins. On the contrary, UO;™ shows a
simple PES band from the U(5f-4b,') MO around 1.5 eV with
resolvable vibrational structure and congested PES bands from
the O(2p)-based MOs beyond 3 eV (Figure 1). The respective
2p-holes in the spatially extended MOs couple only weakly with
the localized U(5f) electron, yielding congested final states.

The O-rich species, UO,, UO,, UO;"~, UO;, and O;-UO,
all have an empty uranium valence shell, U¥'(fds)* and 1, 2, 3,
4, and 6 holes in the oxygen-2p valence shell, respectively.
Because the O(2p®~°)-type MOs are similar in energy and
strongly “overlap”, large exchange integrals cause significant
state splitting at the Hartree—Fock level and significant static
correlation at the configuration mixing level, yielding rather
complex photoelectron spectra and high electron binding
energies for UO,” and UO;™. In the case of UO,,
photodetachment from the most stable anion leads to the
higher energy D,, UO, isomer (Figure 4), which is separated by
a barrier of nearly 2 eV from the uranyl-peroxide C,, UO,(0O,)
ground state (Figure S3).

Another interesting question concerns the assignment of the
oxidation states. The D,; UO, consists of U"' and four
equivalent O atoms, which must have a fractional oxidation
state (O7'®). The C,, UO,” ground state is more problematic;
it contains a U"' and two slightly different pairs of O atoms.
Neither simple option, 20>~ + 207" nor 4077, provides a
satisfactory representation of the reality. The ground state of
UOj;™ has a (7*-0,7)UOj structure (Sa in Figure 4). Because of
the presence of two different O atoms around U, the
detachment processes are interesting. As shown in Table 3,
the first detachment channel is from the 7a” MO, which is
primarily a 2p orbital on the equatorial O, atom. This
detachment would yield a (7*-0,”)UO," species, correspond-
ing to SB of UO; (Figure 4).

7. CONCLUSIONS

We have investigated UO, and UO,” (x = 3—S) molecules
both experimentally and theoretically. Photoelectron spectra of
UO,” (x = 3—5) were obtained at different photon energies,
yielding well-resolved detachment transitions, which were
interpreted on the basis of theoretical calculations. These
actinide poly oxides are quite challenging computationally for
the present state of quantum chemistry. A high level of accuracy
and physical understanding have been obtained by the
combined experimental and theoretical approach. We have
acquired consistent results concerning a large number of finer
details in the structures and bonding of the UO, and UO,~
species and have provided insight into the rich chemistry of the
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extended 5f6d7s valence shell of the early actinides as well as of
the multifaceted oxidation tendency of oxygen.

The often so-called “principally exact” density functional
theory with approximate exchange-correlation functionals is
known to reach its limits when chemical accuracy is demanded
for metal compounds from the upper range of the d-block and
from the f-block. The early actinide elements, in particular,
form a quantum-chemical challenge owing to the extended spdf
semicore and valence shells, the vast near-degeneracy multi-
configuration mixing, and the strong scalar and spin—orbit
relativistic effects. Relativistically corrected DFT approaches
can only be used for first-step screening purposes. Modern
quasi-relativistic multireference static-dynamic electron-correla-
tion approaches are adequate to produce reliable results at the
level of chemical demands (here within +0.2 eV) but are often
not economic in terms of the computational costs. With the
help of an empirical overall energy shift, we showed that even
DFT results can help assign the experimental observations,
again within about +0.2 eV. Accurate and sophisticated
measurements are indispensible to guide theoretical efforts,
while the combination of experiment and computation is
essential to understand the electronic structures and chemical
bonding of even the seemingly simple actinide molecules.
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