




in 0.5 M NaCl with pHexp 3, and in 0.1 M NaClO4 with pHexp
2, respectively. UV−vis spectroscopy (Figure 1) confirmed the

prevalence of the intended oxidation states, and liquid
scintillation counting (LSC) conducted before and after 10
kDa ultrafiltration confirmed the absence of significant
amounts of PuO2 colloids in the stock solutions. Note that
the relatively strong Pu(VI) peak in the spectrum of the Pu(V)
stock solution corresponds to less than 10% Pu(VI) impurity
due to the much higher molar absorption coefficient of Pu(VI)
in relation to Pu(V).
Pu-Magnetite Coprecipitation. Experiments were con

ducted with either Pu(V) or Pu(III). Five milliliters of Fe(II)/
Fe(III) solutions were prepared by mixing 2.5 mL of 0.8 mol·
L−1 FeCl2 solution with 2.5 mL of 1.6 mol·L−1 FeCl3 solution
and adjusted to pHexp 1.5. Pu(V) or (III) stock solutions were
then added to the iron solutions (1.8 mL for Pu(V) and 1.35
or 4.72 mL for Pu(III)). UV−vis spectroscopy showed a rapid
reduction of Pu(V) to Pu(III) for the first sample (Figure 1),
whereas the oxidation state in the two Pu(III) samples
remained stable. Further experiments were hence conducted
only with the two Pu(III) samples, labeled Pu Mag 1300 and
Pu Mag 4400 with the numbers referring to the target Pu
concentration in each sample in μg/g (ppm). Pu coprecipi
tation with in situ formed magnetite was induced by rapidly
pouring the Fe/Pu solutions into 3.3 mL of a 6 M NaOH
solution. pHexp and pe were determined in the black

suspensions after 5 min when stable potentials were reached.
Pu Mag 1300 had a pHexp of 12.4 and a pe of −11.1, while Pu
Mag 4400 had a pHexp of 12.5 and a pe of −11.3. After
centrifugation, a 1 mL aliquot of the supernatant was separated
for further wet chemical analysis. The bottom slurry of
magnetite was washed three times with 5 mL of degassed
water, and after centrifugation, the resulting wet paste was
isolated for further XRD and XAFS analyses.

Fe-Enforced Recrystallization Procedure.We adapted a
procedure from Boland et al.52 to enhance recrystallization of
the iron oxide phases through concomitant Fe(II)/Fe(III)
electron exchange, oxide growth, and reductive dissolu
tion.53−56 An aliquot equivalent to ∼225 mg of dry Pu Mag
1300 and Pu Mag 4400 samples was added under stirring into
100 mL of a solution containing 1 mM Fe(II) and buffered at
pHexp 6.5 by 50 mM MES buffer (2 (N morpholino)
ethanesulfonic acid). After 5 days of reaction, the solid
samples were centrifuged and isolated as wet paste for further
XAFS and XRD analyses (samples Pu Mag 1300 rec and Pu
Mag 4400 rec).

Supernatant Characterization. The Pu content in the
supernatant was measured by LSC. In all four samples, both
before and after aging, Pu concentration in the supernatant was
below the LSC detection limit (<10−9 mol L−1), i.e., most Pu
was associated with the solid phase.

Magnetite Characterization. XRD patterns (Cu source)
of Pu Mag 1300, Pu Mag 4400, Pu Mag 1300a, and Pu Mag
4400a demonstrate the phase identity and purity by showing
only the 220, 311, 400, 511, and 440 reflections of the
magnetite cubic cell (Fd3m) (Figure 2). The broadening of the
diffraction bands as evaluated by the Debye−Scherrer equation
provides an average crystallite size of 10 nm, which we could
not confirm by TEM, but which should beaccording to

Figure 1. UV−vis spectra of Pu(III) and Pu(V) stock solutions and of
the mixed Fe(II)/Fe(III)/Pu solutions before coprecipitation. The
two most prominent absorption bands of Pu(III) are marked with
green hatched lines, the bands of Pu(V) and Pu(VI) are marked in
blue hatched lines. For clarity, the spectra of the Pu(V) and Pu(III)
stock solution were rescaled by a factor of 2 and 0.5, respectively, to
account for the different molar absorption coefficients. In addition,
the spectra have been vertically shifted by 0, 0.02, 0, 0.005, and 0.02
absorption units from bottom to top for better readability. Note the
strongly curved background of the mixed solutions due to the broad
absorption bands of Fe(II) and Fe(III) species below 550 and above
750 nm.

Figure 2. Powder XRD for samples Pu Mag 1300, Pu Mag 1300 rec,
Pu Mag 4400, and Pu Mag 4400 rec (from top to bottom) and
calculated powder pattern from Wright et al.60 for magnetite (red
line) and for the europium pyrochlore type structure from Chtoun et
al.61 (green line).



previous work where both methods were availablein line
with TEM derived particle diameters of magnetite.57,58 The
Fe(II)/Fetot ratio in the two nonaged magnetite samples was
determined by dissolving the solid samples and then
determining the Fe(II) concentration spectrophotometrically59

in ultrafiltrated (10 kDa) aliquots before (= structural Fe(II))
and after Fe reduction with NH2OH HCl (= structural total
Fe). The structural Fe(II)/Fetot ratios of 0.32 (Pu Mag 1300)
and 0.30 (Pu Mag 4400) were close to the ideal ratio of
stoichiometric magnetite (0.33).
X-ray Photoelectron Spectroscopy (XPS). A VersaProbe

II (ULVAC PHI) was used with monochromatized Al Kα
radiation (1486.7 eV). Calibration of the binding energy scale
of the spectrometer was performed using pure metals
(monochromatic Al Kα: Cu 2p3/2 at 932.62 eV, Au 4f7/2 at
83.96 eV).62 Binding energies of elemental lines of the samples
are charge referenced to O 1s (oxide) at 530.0 eV. The
background pressure in the analysis chamber was about 7 ×
10−8 Pa. Samples were prepared by pressing the wet paste from
a 2 mL centrifuge tube onto indium foil and then transferred
with a vacuum vessel (PHI model V5000 K) from the
glovebox into the XPS entry chamber, where pumping
overnight removed associated water.

X-ray Absorption Fine-Structure (XAFS) Spectrosco-
py. XAFS spectra were collected at The Rossendorf Beamline
at the European Synchrotron Radiation Facility (ESRF,
Grenoble). Its experimental station is a dedicated α laboratory
to measure actinides in double confinement sample holders.
The energy of the X ray beam was tuned by a double crystal
monochromator operating in channel cut mode using a
Si(111) crystal pair. Two platinum coated Si mirrors before
and after the monochromator were used to collimate the beam
into the monochromator and to reject higher harmonics. Pu
L3 edge spectra were collected in fluorescence mode using a
13 element energy dispersive solid state Ge detector (Canber
ra) together with a digital signal processing unit (XIA XMap).
Spectra were collected at 15 K using a closed cycle He cryostat
(CryoVac). Energy calibration was performed using the zero
crossing of the second derivative of the K edge of metallic Zr
(17998 eV) measured simultaneously to the sample scans.
Dead time correction of the fluorescence signal, energy
calibration, and the averaging of the individual scans were
performed with the software package SixPack.63 Normal
ization, transformation from energy into k space, subtraction of
a spline background, and shell fits were performed with
WinXAS following standard procedures.64 All fits were carried

Figure 3. Pu LIII edge XAFS spectra of magnetite coprecipitation samples and selected references from Kirsch et al.36 (a) XANES spectra, (b) k3

weighted EXAFS spectra, (c) corresponding Fourier transform magnitudes. For b) and c), black lines are experimental data, and blue lines are
ITFA derived reproductions by two components. Using Pu Mag sorb (bottom) as one end member component, the second end member
component (comp. 1) was extracted from the full data set (see text).





and Pu Mag 4400 could not be fit with this approach. Several
other fit approaches using single or split Pu−O and Pu−Fe
shells did not provide satisfactory results because of (1) poor
spectral reproduction (approach 1 in Table SI 1, Figure SI 2
top), (2) oxygen coordination numbers of >12 and hence far
higher than those expected for octahedral magnetite positions
(6) or the typical tricapped prismatic coordination of trivalent
lanthanide and actinide aquo complexes (9) (approaches 2 and
3 in Table SI 1, Figure SI 2 center and bottom), and (3)
Debye−Waller factors hitting the upper and lower limit of a
physically reasonable range (0.002 and 0.015 Å2). Further
more, wavelet analysis70 of the Fourier peak around 3 Å clearly
revealed the presence of backscattering from a medium heavy
atom like Fe, and not from a heavy atom like Pu, excluding, for
instance, the formation of Pu2O3 with Pu−Pu distances of 3.62
and 4.16 Å.71 Therefore, we had to assume the existence of two
or more coexisting Pu species, which cannot be resolved by
shell fitting because of the limited resolution (≥0.17 Å at the
given k range of 2 to 11 Å−1). In such cases, iterative
transformation factor analysis (ITFA) has shown to be a
valuable approach to determine the number of spectral
components (often commensurate to number of species) and
to extract the spectra of the pure end member species.32,66 In
fact, the spectra of all four precipitation samples are well
reproduced by only two components (compare blue and black
traces in Figure 3b,c), suggesting that two structurally
distinguishable Pu species are present in these samples.
Furthermore, adding the spectrum of Pu(III) sorbed to
magnetite (Pu Mag sorb) to the other four spectra did not
increase the number of significant components, which indicates
that this species is indeed one of the two components, as
already suggested by the spectral similarity with the two
recrystallized samples. Using this information, we could extract
the spectrum of the other, unknown component (“comp. 1”
shown as top red trace in Figure 3b,c) and calculate the
fractions of the two species in each sample spectrum (Figure 4
left). Surprisingly, the fresh precipitates contain already 50 ±
5% of component 2, the Pu(III) sorption complex, and its
percentage even increases with the recrystallization procedure
to about 70 ± 5%. Therefore, even the spectra of the fresh
precipitates contain only 50 ± 5% contribution from
component 1, which explains the failure of shell fitting for
solving its structure. When using the ITFA extracted spectrum
of component 1, however, we could fit all shells out to a
distance of 5.5 Å (R + Φ), well reproducing the EXAFS chi
function as well as magnitude and imaginary parts of the
Fourier transform (Figure 4 right). The fit parameters are
given in Table 1.
In component 1, Pu(III) coordinates to about eight oxygen

atoms at two different distances, 2.22 and 2.45 Å. Not
surprisingly because of the size mismatch between Pu(III) and
Fe(II,III), this coordination is very different from the six
coordinated Fe site in magnetite with a much smaller Fe−O
distance of 2.06 Å. The larger distance of 2.45 Å is identical to
that of the Pu(III) aquo ion and sorption complexes of Pu or
Am with 9 fold oxygen coordination.36,72 The split shell with
an additional shorter Pu−O distance suggests, however, a
coordination environment much more distorted than in the
trigonal tricapped prism arrangement typical for trivalent
lanthanides and actinides in aqueous environment, where the
variation of bond distances is commonly too small to be
resolved by EXAFS.

Typical oxide structures capable of hosting large (∼1.00 Å)
trivalent lanthanide and actinide cations alongside much
smaller transition metal cations are pyrochlores and perov
skites.73 In perovskites with the general formula ABO3, the
large cation site A is coordinated to 12 oxygen atoms, which
significantly deviates from the observed 8 fold coordination for
Pu. In pyrochlores with the general formula A2B2O7, however,
the large A cation is coordinated to eight oxygen atoms, well
matching the fit value (Table 1). Furthermore, in most
pyrochlores the A site typically deviates from the perfect cubic
coordination, causing a split coordination shell.61,74 For
instance, in a pyrochlore with the trivalent cations Eu, Fe,
and Ti, hence similar in diameter to those in our system,
Eu(III) is coordinated to eight oxygen atoms at 2.20 and 2.48
Å, distances well in line with those in component 1 (structure
in lower left corner of Figure 4 left).61 The shortest fitted Pu−
Fe1 distance of 3.68 Å corresponds also fairly well with the
shortest Eu−Fe distance of 3.60 Å, arising from the edge
sharing linkage between Eu hosting polyhedra and the nearest
Fe hosting octahedra in pyrochlore. The next shell of Fe atoms
(Pu−Fe2) occurs at a distance of 3.93 Å, which suggests that
their octahedra are linked to the actinide polyhedra through
corners with a strongly bent Pu−O−Fe axis. Finally, the fitted
two long Pu−Fe distances of 5.17 and 5.47 Å do not occur in
the pyrochlore structure; they correspond instead reasonably
well (only 0.05 to 0.06 Å longer) with Fe−Fe distances in
magnetite and are well fit with corresponding coordination
numbers of 12 and 8, respectively (Table 1). The absence of
the longer range order of pyrochlore contradict that a separate
pyrochlore phase trapped Pu (note that the small amount of
this phase may not be detectable by XRD). Based on the fitted
shell distances and coordination numbers, the structure of
component 1 can be conceptualized as Pu(III) entrapped in
magnetite by adopting a pyrochlore like structure with a radius
of less than 4 Å, which is embedded in the magnetite structure
seen beyond 5 Å from the Pu centers.
This experimental data is in clear contradiction to the result

of a recent quantum mechanical approach, where structural
incorporation into the Oh site of magnetite was predicted.75

Furthermore, it also does not confirm a postulated 6 fold
coordination for Am in magnetite after 2 years of aging at pH
≈ 12,50 where shell fitting might have been biased by a mix of
sorbed and occluded Am species similar to our results before
separating their spectral contributions with ITFA. It is well in

Table 1. EXAFS Shell Fit Parameters for Component 1
along with the Crystallographic Data for the Fe Occupied
Oh Site in Magnetite and the Local Structure of Component
2 (Sorbed Pu(III)) Taken from Kirsch et al.36

component 1: incorporated
Pu(III)c

magnetite Oh
site #

component
2: sorbed
Pu(III)

paths CN R/Å σ2/Å2a CN R/Å CN R/Å

Pu O1 4.5 2.22 0.0089a 6 2.06
Pu O2 3.8 2.45 0.0089a 9 2.45
Pu Fe1 2.7 3.68 0.0032b 6 2.95 3 3.54
Pu Fe2 1.9 3.93 0.0032b 6 3.46 3 4.20
Pu Fe3 12.0b 5.17 0.0150c 12 5.11
Pu Fe4 8.0b 5.47 0.0150c 8 5.42

aSuperscripts a, b, c, and d indicate correlated parameters.
bCoordination numbers fixed to crystallographic values during shell
fit. cΔE0 = 8.4 eV, χres = 11.1%.
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