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Abstract

EXAFS and XANES analyses were applied in a study of americium dioxide (AmO,) with fluorite structure. EXAFS result for Am-
Lyj; absorption edge of AmO, was in good agreement with the long-ranged structural data from X-ray diffraction analysis. In order to
characterize XANES in aspect of the electronic structure, the theoretical assignment for the AmO, was performed with the relativistic
DV-Xa molecular orbital method. The calculated XANES spectrum well reproduced the experimental spectrum. From this theoretical
assignment, it was found that the peaks of the XANES spectrum were created due to the specific hybridization of orbital components.

© 2007 Elsevier B.V. All rights reserved.

PACS: 33.20.Rm (X-ray spectra)

1. Introduction

Minor actinides (MAs: Np, Am and Cm) are accumu-
lated in an irradiated nuclear fuels. To reduce the potential
long-term hazard of radioactive wastes, transmutation of
MA:ss is considered to be an important option for the future
nuclear fuel cycle. For these backgrounds, various types of
fuels containing MAs have been investigated for fast
reactors (FRs) or transmutation systems such as accelera-
tor driven systems (ADS). Among these fuels, mixed oxide
containing MAs (MA-MOX) is a promising candidate fuel
for the transmutation of MA in FRs [1,2]. Therefore, the
local and electronic structures around Am atom in
the oxide fuels are indispensable information because the
valence state of Am strongly affects the oxygen potentials
and thermal properties of MA-MOX fuels.

The X-ray absorption fine structure (XAFS) technique
including the extended X-ray absorption fine structure
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(EXAFS) and the X-ray absorption near-edge structure
(XANES) is an excellent method for examining the local
and electronic structures surrounding an actinide atom in
oxide fuels [3-7]. In particular, XANES gives the informa-
tion on the electronic structures of unoccupied molecular
orbital. Martin and co-workers applied the XAFS tech-
nique to investigate the local structure of actinide atoms
and simulated fission products in UO, and other oxide
fuels [5-7]. They demonstrated the efficacy of the EXAFS
to study the local structure of these minor constituents in
the fuel matrixes. However, despite of the importance of
structural and electronic information of Am in the fuel
matrixes, the XAFS studies of americium are only limited
to several compounds and complexes, such as Pb,Sr,Am-
Cu305 [8] and Am(OH); [9].

In this paper, the local and electronic structures around
Am atom in AmQO, are characterized by transmission
XAFS measurement with the synchrotron radiation
source and the XANES spectra were theoretically
assigned by using the relativistic DV-Xa molecular orbital
method.
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2. Experimental
2.1. Sample preparation

The stoichiometric AmO, powder for the XAFS mea-
surements was prepared by heating the as-received
3AmO, powder at 1173 K for 2h and then 1073 K for
2 h both in air atmosphere. The purity of the AmO, powder
was about 99.7% for nonradioactive impurities [10]. The
sample was also examined by powder X-ray diffraction
analysis with Cu Ka radiation to identify the phases and
to determine the lattice parameter. The X-ray diffraction
pattern is shown in Fig. 1, where ZrN powder is used as
an internal standard. The X-ray diffraction analysis
revealed that the sample was composed of fcc phase with
the lattice parameter of 0.5379 nm.

The AmO, and graphite powders were stirred to com-
bine by an agate mortar and then pressed into a disk.
The diameter of the disk was 6 mm. The weight of AmO,
was 5.6 mg, which was corresponding to 37 MBq, and that
of graphite was 41 mg. The optimum sample thickness of
AmQO, for transmission XAFS measurement was deter-
mined by the equation; Aut = 1, where Au is the absorption
edge jump of Am and ¢ is the optimum sample thickness for
transmission XAFS measurement. The optimum sample
thickness, which was estimated from the Au of Am [11],
was found from calculation to be 13.5 um. The disk was
doubly sealed in two polyethylene terephthalate (PET) con-
tainers by the use of epoxy resin (stycast 1266).

2.2. XAFS measurements

The XAFS measurements at Am Ly-edge of AmO,
were performed in transmission mode at the hard X-ray
station BL-27 of the Photon Factory, High Energy Accel-
erator Research Organization (KEK), operating at energy
of 3.0 GeV. The radiation was monochromatized by a dou-
ble-crystal Si(111) monochromator. The intensities of inci-
dent and transmitted beams were monitored by ionization
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Fig. 1. X-ray diffraction pattern of AmO; together with ZrN powder as an
internal standard.

chamber in Ar/N, gas and Ar gas flow, respectively. The
EXAFS and XANES spectra were recorded at room tem-
perature. Energy calibration of EXAFS and XANES spec-
tra were achieved using the Zr foil (K-edge: 17.998 keV
[12]) references positioned in front of the AmO, sample.
The EXAFS and differentiated EXAFS spectra of Zr foil
and AmO, are shown in Fig. 2. The energy of white-line
peak for AmO, was 18.522 keV.

2.3. Analyses of EXAFS and XANES spectra

The EXAFS spectrum was analyzed in the conventional
way with the computer program WinXAS version 3.1 [13].
The interatomic distances and coordination numbers of
AmO, were determined from fitting the inverse Fourier
transform of the isolated contribution of interest shells
on the R-space distributions to the EXAFS equation,
where the EXAFS analysis was based on the back-scatter-
ing amplitudes and phase shifts calculated by FEFF 7 code
[14] theoretical calculation using the AmO, crystallo-
graphic data from the XRD analysis.

The XANES spectrum was analyzed by the relativistic
DV-Xa molecular orbital method [15,16]. The model clus-
ters [AmOg]'>~ with Oy, symmetry was used for the calcula-
tion of infinite size solids. Bond length was 0.2329 nm which
was taken from the first correlation of Am—O pair. The clus-
ter was embedded in an external field composed of point
charge of +4 and —2 at the lattice sites of Am and O, respec-
tively, which produced a Madelung potential. The basis sets
were Am 1s-11p and O 1s-7p. The number of random sam-
pling points in the DV-Xa calculation was 18000, namely,
2000 points per atom. Slater’s exchange parameter (o) was
fixed at 0.7 for all the atoms in the cluster.

3. Results and discussion
3.1. EXAFS analysis of AmO,

Fig. 3 shows the EXAFS spectrum of Am-Lj;; absorp-
tion edge of AmO,. The resultant k’-weighted EXAFS
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Fig. 2. EXAFS spectra of Zr foil (K-edge) and AmO, (Lj-edge): (a)
EXAFS spectrum and (b) differentiated EXAFS spectrum.
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oscillation is given in Fig. 4, where the broken line corre-
sponds to the calculated one to fit the experimental data.
The structural parameters of four coordination shells in
near neighbors are summarized in Table 1. As shown in
Fig. 4, it was found that experimental EXAFS oscillation
was in good agreement with the calculated one. In addi-
tion, the Fourier transform of k*-weighted EXAFS oscilla-
tion is shown in Fig. 5, where the peaks are not expected to
correspond exactly to the true neighboring atomic dis-
tances, because the Fourier transform is produced without
consideration of the absorber and scattered phase shifts for
the backscattering atoms. As shown in Fig. 5 and Table 1,
the first peak (r=0.2318 nm) and second peak
(r =0.3803 nm) on the R-space distribution are attributed
to a shell of nearest neighbor O and Am atoms, respec-
tively. The third peak (r =0.4461 nm) and fourth peak
(r =0.5401 nm) are due to a shell of second-nearest O
and Am atoms, respectively.
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Fig. 3. Experimental EXAFS spectrum of Am Ly absorption edge for
AmOz.
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Fig. 4. k*-weighted EXAFS oscillation of Am-Ly;; edge for AmO,.

Table 1
The structural parameters of four coordination shells in near neighbors

Shell Experimental results from Experimental results from
EXAFS analysis X-ray diffraction analysis
r(nm) N A¢? (nm?)  r (nm) N
Am-O 0.2318 8.1 6.8 0.2329 8
Am-Am 0.3803 11.7 4.7 0.3804 12
Am-O 0.4461 24.5 9.7 0.4460 24
Am-Am 0.5401 5.8 5.7 0.5379 6
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Fig. 5. R-space distribution of Am-Ly;; edge for AmO,.

3.2. Electronic structure of AmO; related with XANES
spectrum

The experimental XANES spectrum of Am-Lyj; edge for
AmO, is shown in Fig. 6(a). It could be expressed that
there were two peaks (peak A, B) in this spectrum. Addi-
tionally, the tail peak A’ was observed beside the peak A.

The calculated XANES spectrum of AmO, and the
transition probability from molecular orbital (MO) mainly
composed of Am 2ps,, are shown in Fig. 6(b). The peak
width (FWHM) of each Gaussian curve was set to 6.0 eV
for the calculated spectrum. The two peaks (peak A, B)
and the tail peak A’ were well reproduced. As shown in
Fig. 6(b), the white-line peak A was attributed to two
MO (9y7, and 13-16vsg,). The tail peak A’ was attributed
to 22yg,. The peak B was attributed to 28yg,, 18-1977,
and 33-34yg,.

The main atomic orbital components of the unoccupied
MO are shown in Table 2. 13vyg, originated from the
hybridization between Am d and O d components, and
Am d component was made up of a majority of 13yg,. In
9Y7e, Am d, O p, and O d components could be regarded
as similar. In 16yg,, Am d component was primary hybrid-
ized with O p, but O d component could not be ignored.
From these results, the white-line peak A was created due
to the hybridization between Am d and O p and d
components.

In 22vg,, Am d component was hybridized primary with
O d, which was made up of a majority of 22yg,, and
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Fig. 6. XANES spectra of Am Ly absorption edge for AmO,: (a)
Experimental spectrum and (b) calculated spectrum together with the
transition probability from the MO mainly composed of Am 2ps,.

minority of O f. Therefore, the tail peak A’ was created
primary due to the hybridization between Am d and O d
components, but O f component could not be ignored.

In 28ys,, Am d component was hybridized with and
O f, which was made up of a majority of 28vyg,. In 18-
19v7, and 33-34yg,, Am d and O s, p, d, and f compo-
nents were 0.06-0.10, 0.09-0.18, 0.16-0.21, 0.24-0.27
and 0.28-0.39, which were similar and no specific compo-
nent was made up of a majority of each of 18-19y7, and
33-34y3,. Therefore, the peak B was divided into the two
components.

In these results, it is expected that the theoretical assign-
ment of the XANES spectra for actinide oxides such as
AmO; is very useful for the development of MA-MOX fuel
for the future nuclear fuel cycle.

4. Conclusions

The local and electronic structures around Am atoms
in AmQO, are characterized by transmission XAFS mea-
surement with the synchrotron radiation source using
the conventional way of EXAFS analysis and the MO
calculation of XANES analysis. The conclusions were as
follows:

Table 2
The main atomic orbital components of the unoccupied MO of the
transition probability from the MO mainly composed of Am 2ps/,

MO Energy (eV)?* Amd Os Op Ood Of

13yg, 5.11 0.668 0.008 0.019 0.283 0.022
14yg, 6.07 0.044 0.542 0.322 0.065 0.027
1575g 8.84 0.299 0.029 0.347 0.290 0.035
1673, 8.92 0.180 0.019 0.568 0.202 0.030
Y74 9.32 0.446 0.071 0.130 0.314 0.039
22vg, 20.63 0.198 0.000 0.044 0.605 0.152
2873s 38.45 0.177 0.006 0.043 0.026 0.748
337, 46.65 0.097 0.098 0.180 0.262 0.363
18y7¢ 46.82 0.085 0.118 0.163 0.249 0.385
34yg, 49.38 0.066 0.179 0.160 0.254 0.343
19774 49.63 0.080 0.178 0.207 0.254 0.280

? The energy of the LUMO is set to zero.

The structural parameters obtained from EXAFS anal-
ysis of AmO, were in good agreement with those obtained
from X-ray diffraction analysis.

The calculated XANES spectrum well reproduced the
experimental XANES spectrum and assigned theoretically.
From this theoretical assignment, it was found that the
peaks of the XANES spectrum were created due to the spe-
cific hybridization of orbital components.
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