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Defect chemistry manipulation by heavy ion
irradiation in Y-doped CeO, solid solutions
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A combination of experimental methods is used to study the effect of trivalent cation doping and
radiation stability of Y-doped CeO, with dopant content ranging from 0-15 wt%. X-ray diffraction
reveals that Y-incorporation leads to long-range ordering of anionic vacancies with randomly distributed
C-type Y,O3 nanodomains that form coherently within the host fluorite structure. Raman and positron
annihilation spectroscopies are employed to characterise and analyse the nature of oxygen vacancies
that charge the aliovalent direct substitution and Ce®" formation. Heavy-ion irradiation at different fluences
(1 x 10 and 5 x 10 ions per cm?) shows that the doped compositions offer improved resistance to
radiation damage. These findings are attributed to the ballistic mixing of dopant-induced defects with those
introduced by ionic implantation, thereby increasing defect recombination volume and enhancing lattice
recovery. Furthermore, the defect migration and annealing mechanisms are seen to differ for the studied

rsc.li/pccp

1. Introduction

The defect structure of doped fluorite-type materials, including
Ce0,, UO, and PuO,, is of critical importance to energy
applications. For instance, the development of low temperature
solid oxide fuel cell (SOFC) technologies in the last decade has
focused on investigating the properties of trivalent rare-earth
element doped CeO, materials."”* Due to their aliovalent
charge, oxygen vacancies are formed as a charge compensation
mechanism when trivalent elements are introduced into the
CeO, lattice. Owing to the enhanced oxygen diffusion afforded
by the presence of these anionic defects, the ionic conductivity
of doped CeO, is improved and tends to increase with increasing
trivalent rare-earth concentration, to a maximum at between
~5 and 20 mol%, depending on the temperature and the ion
concerned.?

In the context of nuclear energy, trivalent rare earth ele-
ments are found in solid solution with UO, upon nuclear
fission, and soluble species such as Gd*" are being explored
as neutron poisons for incorporation within mixed (U,Pu)O, for
disposal of the UK’s plutonium stockpile.* Trivalent cations
modify the UO, structure, through the induction of pentavalent
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fluences, highlighting the specific role of sample surfaces as effective annealing sites.

uranium and/or oxygen vacancies,’ which can significantly alter
the long-term stability of used fuel. Thus, determining the
defect structure of these materials and how it may be manipu-
lated are of great interest for developing engineered facilities
for long-term nuclear waste management as well as SOFC
technologies, as previously mentioned.

For these reasons, we investigate the effects of irradiation,
using ion implantation techniques, on the defect chemistry of
Y-doped CeO, fluorite materials. Since the ionic conductivity of
doped CeO, is limited by the formation of nano-domains of rare
earth oxide elements,®"'® ion implantation offers an alternative
route to enhance conductivity for low temperature SOFC applica-
tions. Despite a number of studies devoted to characterising the
irradiation behaviour of UO,,""' the defect chemistry of trivalent
cation doped UO, during irradiation is not well understood. CeO,,
with a fluorite Fm3m crystallographic structure, consists of a
simple cubic oxygen sublattice with the cation ions occupying
alternate cube centres, offering an elegant surrogate to UO, and
PuO, to investigate these effects.”*'® We present an in-depth
experimental study to characterise the defect structures of Y-
doped CeO, systems with Y-contents ranging from 0 to 15 wt%,
followed by irradiation with heavy Au ions.

2. Experimental
2.1 Material synthesis

Y-doped CeO, with various compositions was synthesised via
an oxalic precipitation route within the HADES facility at the
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University of Sheffield."” Solutions of CeCl; (1.0 M) and YCl;
(0.1 M) were first prepared by dissolving the required amounts
of CeCl;-6H,0 (>99.9%; Sigma Aldrich) and YCl;-6H,0
(>99.9%; Sigma Aldrich) in hydrochloric acid (1 M, Sigma
Aldrich). Around 1 gram of each targeted composition was
aimed by mixing stoichiometric volumes of the Ce and dopant
solutions using high-accuracy Sigma Aldrich PIPETMAN micro-
pipettes. Oxalate hydrates were precipitated by adding excess
oxalic acid (1 M, Sigma Aldrich & 1:15 volume ratio) to the
solutions, washed twice with deionised water and washed a
final time with ethanol. All precipitates were dried overnight at
90 °C and calcined at 1000 °C for 4 hours in air to produce oxide
powders. The obtained powders were planetary milled for
30 minutes, uniaxially pressed into 10 mm diameter pellets
under a force of 520.34 MPa and a holding time of 4 minutes.
The green pellets were then sintered at 1700 °C for 10 hours
in air.

2.2 Sample irradiation and characterisation

Heavy-ion irradiation experiments were carried out at the
Helmholtz-Zentrum Dresden-Rossendorf (HZDR) facility in
Germany. Sintered pellets were irradiated with 3 MeV Au-ions
at room temperature at fluences of 1 x 10" and 5 x 10" ions
per cm?, which correspond to a maximum defect concentration
of 5.64 and 28.2 displacements per Au-ion (dpa) in the sample
bulk, respectively.'® These conditions were chosen to simulate
the ballistic regime of fission products in nuclear fuels. The
sample holder was continuously cooled to avoid local heating
effects during ionic implantation and characterisation techni-
ques were performed on the irradiated surfaces to analyse the
damaged region. Only samples doped with 4, 8, and 15 wt% Y
and a reference undoped CeO, were irradiated.

XRD was performed using a PANanalytical X’pert 3 diffracto-
meter in reflection mode at 30 kv, 10 mA with Cu Ko. (1 = 1.5418 A).
The scanning range was 20° < 20 < 90° with a step time of 5 s
and a size step of 0.01°. All measurements were performed
at room temperature. Lattice parameters were determined by
Rietveld’s analysis of the X-ray diffraction patterns using Topas
software. Raman spectroscopy characterisation was performed
using a Renishaw Invia Reflex confocal spectrometer. The appa-
ratus is equipped with a 514 nm Ar(+) excitation laser and a
holographic grating of 2400 lines per mm for a spectral acquisi-
tion between 200 and 800 cm ‘. These configurations were
sufficient to allow a 2-3 cm™ " spectral resolution. The intensity
of the only Raman-active T, mode depends on crystallographic
orientation. For this reason, point measurements were carried
out on different grains, with averages then taken to confirm their
reproducibility and homogeneity of the composition.

Depth-resolved Doppler Broadening Positron Annihilation
Spectroscopy (DBf-PAS) was performed using a slow positron
beam at Washington State University, USA. This spectroscopy is
based on the special properties of the positron-electron anni-
hilation process and is specifically useful to investigate open-
volume defects in materials in the near surface region to an
average depth of about 5 um (70 keV incident positron energy
for a density of 7.22 g cm™®). The positron-electron momentum
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distributions were measured at room temperature by recording
the Doppler broadening of the 511 keV annihilation gamma
line. A high energy resolution (1.5 keV full width at half
maximum at 511 keV), high purity germanium detector (HPGe)
was used. The signal was gated in coincidence with a second
HPGe detector to reduce the effect of backscattering positrons
which may annihilate at nearby vacuum chamber walls that
without coincidence gating would cause a systematic effect. The
511 keV peak is more Doppler broadened by the longitudinal
momentum of the annihilating pairs at defect sites than it
would occur in the case of the annihilation with the nucleus.
Thus, the broadening is more significant in a highly defective
sample than in a defect-free sample. The analysis of the
annihilation line can provide relevant information about defect
structures. The broadened Doppler spectrum can be evaluated
using the line shape (S) and wings (W) parameters. The
S-parameter measures the annihilation of positrons with low-
momentum electrons in the range (|—2.177| to [2.177|) X
1072 mgc. It is related to the defects contained in a material.
The W-parameter measures the annihilation of positrons with
high momentum electrons in the range of (|—24.88| to |—9.64|
and [9.64| to |24.88]) x 10 >mec. The high momentum W-
parameter gives information on the chemical environment of
the defects. Thus, increasing the defect concentration should
increase the S-parameter while decreasing the W-parameter.
In this study, the average S and W values were measured with a
positron beam energy ranging from 16 to 18 keV, i.e., at a mean
positron implantation depth of about 400 nm to avoid surface
effects such as polishing defects and open porosity. The mea-
sured S and W values are determined by the material, detector
resolution, and experimental design. As a result, the measured
values must be normalised to a reference sample value in order
to be independent of the experimental setup and comparable to
other data points. In this work, the reference Sy geep) = 0.42154
and W (geep) = 0.06818 values were measured and obtained from
the bulk (i.e. >4 pm mean depth) of the undoped CeO, sample,
where grains were large enough (>1 pm) to avoid detectable
numbers of positrons reaching grain boundaries.

3. Results

3.1 Trivalent ion substitution in Ce;_,Y,0, ()

X-ray diffraction showed that all samples exhibited a character-
istic CeO, fluorite-type structure (JCPDS 34-0394) (Fig. 1), with
no impurity peaks, indicating a good incorporation of the
dopant into the host matrix. A close examination of the
qualitative aspects of the patterns on the expanded view on
the right-hand side of Fig. 1 indicates a gradual shift of the
main reflection to higher angles with increasing Y-content,
suggesting a compression of the unit cell volume.

In CeO,, the cations lie at the centre of a perfect cube,
coordinated with 8 oxygen ions. Upon doping, assuming that
the host cations are substituted by a trivalent dopant while still
maintaining the 8-fold coordination, the difference in the ionic
radii of Ce/Y (rces+ [C.N.:8] = 0.97 A and rv5, [C.N.:8] = 1.019 A)*°

This journal is © the Owner Societies 2025
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Fig. 1 X-ray diffraction patterns of as-sintered pure CeO, and Y-doped solid solutions showing that all compositions crystallised into the fluorite
structure. The (111) reflection shifts to higher 26 values, indicating unit cell compression shown on the right-hand side.

would suggest an expansion of the unit cell. However, the
lattice parameter shows otherwise (Fig. 2). Corduri et al>°
studied CeO, doped over a range of rare-earth elements and
reported that the shrinkage of the unit cell is due to a certain
long-range ordering of anionic vacancies with randomly dis-
tributed Y,O3; nano-domains of ‘C-type’ structure which grow
coherently within the fluorite matrix.>*> The C-type configu-
ration is very close to the CeO, Fm3m symmetry: it is obtained

froma 2 x 2 x 2 fluorite supercell by removing two oxygen ions

in each of the single fluorite cells. In this way, the space group
symmetry is lowered to a3, and the cations drop to a 6-fold
coordination which leads to the observed lattice parameter
decrease.”® Such C-type configurations are not apparent on
the XRD patterns, even at the highest dopant concentration,
indicating that their contribution is small.

Trivalent doping further alters the CeO, structure and
increases the system complexity by inducing oxygen vacancies
to compensate for the charge of the substitutional defect.
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Fig. 2 Evolution of lattice parameters for undoped and doped-CeO, compositions highlighting the effect of trivalent doping in the host structure.
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(a) Relative low momentum (S) as a function of sample depth and (b) the evolution of the low momentum (S) against the high momentum (W)

parameter (measured at depth around 400 nm) showing lattice changes caused by Y-doping (0, 4 and 15 wt%) and irradiation at low (5.64 dpa) and high

(28.2 dpa) fluences.

The general evolution of the defect chemistry of CeO, as a
function of dopant concentration was quantified using posi-
tron annihilation spectroscopy (Fig. 3). A rapid decrease in the
S-parameter as a function of depth (up to 0.05 pm) was
observed for the undoped CeO, indicating that the thermalised
positrons diffusing toward the surface were suppressed,
i.e., positrons were trapped in the near surface region. The S-
parameter then remained almost constant between 0.05 and
0.3 um, which corresponds to the annihilation of positrons in a
homogeneous CeO, layer. Here, positrons are implanted at a
depth too great to enable diffusion back to the surface; there-
fore the behaviour of defects between different samples can be
compared at these depths.

An increase in the low momentum S-parameter with dopant
content is observed in agreement with an increase in lattice
disorder. This is seen in the SW plot by the linear trend
originating from the undoped CeO,. This observation suggests
an increase in open volume but at a lower size per defect, which
can be attributed to the smaller size of Y-sites in 6-fold
coordination with a resulting larger inter-atomic volume.
Though positrons will not detect a positively charged isolated
oxygen vacancy, they may observe defect complexes associated
with oxygen vacancies that are neutrally charged, such as
{Ce* -V — Ce'}x in undoped CeO, or {Y* — V{, — Y'}X or
{Y*-Vv§ - Ce'}X in the mixed oxides. This has previously
been reported, both experimentally and using first-principles
calculations of positron lifetimes in UO,, where the slope of the
SW line was attributed to the so-called Schottky defects, i.e., a
defect complex linked with oxygen vacancies.”*

Raman spectroscopy was then used to enable identification
of these defects and other crystallographic effects of Y doping.
Group theory predicts only one Raman-active (T,,) optical
phonon and two infrared-active optical phonons corresponding
to the transverse optical (TO) and longitudinal optical (LO)
modes for CeO,. However, with an unpolarised laser and the

Phys. Chem. Chem. Phys.

conditions employed in this work, only the T,, mode
(~464 cm ™" for CeO,) could be seen (Fig. 4). This Raman band
is characteristic of compounds with the Fm3m space group and
corresponds to the Ce-O vibration. Any microscopic mechan-
isms altering normal lattice vibrations will have an impact
on T,, parameters such as wavenumber, band shape, and
intensity.

Y-incorporation induced a shift of the main T, band to
higher wavenumbers, highlighting the dominant mass effect
(Y**: 88.9 amu & Ce*": 140.12 amu) for the translational modes.
In addition, the T,, broadening, expressed in terms of full-
width half maximum (FWHM), is consistent with previous
results reported on rare-earth doped CeO,. This agrees with
an increased concentration of local disorder in the host
matrix.>®

A small shoulder at ~370 cm ™" is also observed for the
highest doped CeO,. This band is the signature of the C-type
configurations resulting from the (A; + Tg) Y-O symmetrical
stretching mode with Y in six-fold coordination, as revealed by
XRD.”® The intensity of this peak is dependent on the dopant
content, thus underlining the long-range ordering of the C-type
configuration in the fluorite lattice. A broad band also appears
at ~250 cm™ ' for the highest doped sample, attributed to
lattice distortions resulting from the redox properties of CeO,
in altering the Ce®*'/Ce*" ratio.® Further investigations into
Ce*" induction were carried out by examining the additional
features seen in the 525-650 cm ™' spectral range. These peaks
were deconvoluted in two separate regions, referred to as the D,
(~540 cm™ ') and D, (~601 cm™ ') bands. Theoretical calcula-
tions by McBride et al.*” revealed that D; occurs as a result of
oxygen vacancies to maintain charge neutrality due to the
substitution of a pair of Ce*" ions by the trivalent dopants

ie., extrinsic Y*'-V, defects (ie., {Y* —V{ — Ce'}X, as pre-
dicted by PAS). Raman spectroscopy does not quantify point
defects, but it can be used to characterise relevant mechanisms

This journal is © the Owner Societies 2025


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d5cp01848j

Open Access Article. Published on 21 January 2026. Downloaded on 1/28/2026 10:25:55 AM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

View Article Online

PCCP Paper
(b)
40 ®
5§ a0 ®
=
= § 20
= .
s [ ..
® o
= 104
2 | ..
7]
{og
L
= i & _
5 3wtw Y| g H2°
£ s
S
> 2wt% Y % 469.2
&
: Twt%Y - 465.8
1
: " o241 : .
T T T T T 01234 8 15
200 300 400 500 600 700 800 Y content (wt.%)
Raman Shift (cm™)
0.184 (c D1-defect —Ce0, (d)
© — wt%Y 0204 ‘ D1 peak
0.16 4 —2wt%Y © D2 peak TS
’ —3wm%Y
0.14 - i —awt%Y |~
= D2-defect 8 WL%Y _: 0154 .
S 012 ——em%Y| 5
s =
0.10 4 5
Z 2 0.10-
[ -—
ko) 0.08 c
[=4 -
— O
0.06 £ o054 ®
o
0.04 1 .
0.02 i ’Q‘
0.00 -
T T T T T T T T T T
525 550 575 600 625 650 01 2 3 4 8 15
Raman shift (cm™) Y content (wt. %)
Fig. 4 (a) and (b) Raman spectra of sintered undoped and doped-CeO, pellets, showing the broadening and shift of the main T»4 peak. (c) and (d) The

evolution of the defect Dy (Y3*-V) and D, (Ce®*-Vo) peaks and the kinetic behaviour of the defect bands relative to the T,q peak with increasing dopant

content.

that alter the normal vibrational modes. The D; band is thus
believed to originate from oxygen vacancy-type defects that
break the Oy, (octahedral) symmetry.>®

Several interpretations of the D, band have been put forth.
Nakayama et al.>® ascribed this peak to intrinsic oxygen vacan-
cies induced by the possible occurrence of Ce*" given the redox
CeO, character in sintering conditions used in this study,
ie., Ce**-Vo defects. This agrees with studies carried out on
Rh-, Gd- and Pr-doped Ce0,.*° However, other authors argued
that this band might be indicative to MOg (M = dopant cation)
nanoclusters, without associated oxygen vacancies. This MOg
environment has been reported for Sm/La-doped Ce0O,*' and
most recently in Zr-doped UO,.** Considering the redox CeO,
character and PAS findings, it is more appropriate to assign
the D, band to intrinsic Ce**-V, defects in this work (ie.
{Ce* — V{§ — Ce* }X) Both extrinsic (D;) and intrinsic (D)
defect bands increase upon doping, and they behave similarly

This journal is © the Owner Societies 2025

at low dopant content (<4 wt%), above which the Y**-v,
defects become prevalent. This observation adds to the evi-
dence that the D; band is of extrinsic character and directly
related to Y** doping.

3.2 Characterisation of irradiation-induced defect chemistry
in (Ce; +Y4)O2 x12

The CeO, and doped compositions maintained their fluorite
crystallographic structure even after accumulating high
damage levels (SI). These findings confirm the excellent radia-
tion stability of fluorite-structured materials. No irradiation-
induced amorphisation is observed, but Au-irradiation affects
the lattice as illustrated by the behaviour of the (111) reflection
of the 15 wt% Y-doped CeO, (Fig. 5). The fairly symmetrical
X-ray peak broadens and can be deconvoluted using two fitting
functions. The peak close to ~28.58°, i.e., the initial position of
the symmetrical (111) reflection before irradiation, corresponds

Phys. Chem. Chem. Phys.
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(@) Au-ions irradiation-induced modifications of the main reflection for the 15 wt% Y-doped sample at low and high fluences, and (b)

deconvolution of the asymmetrical (111) peak into the host Ce—O matrix and irradiation damage region.

to the main CeO, matrix. The additional peak at higher d-
spacing, on the other hand, characterises the damaged zone.*
Furthermore, irradiation-induced lattice swelling is noted as
the (111) reflection shifts to lower 20 values.

Au-irradiation distorts the local structure of pure fluorite-
type materials and causes a breakdown of the Raman-active
selection rules, leading to additional features in the 510-
620 cm™ ' spectral range as observed for UO, and Pu0Q,.>*7¢
These new features have commonly been referred to as the
irradiation defect band. Similar defect bands were reported by
Ohhara et al.*” during the in situ measurements of CeO, under
200 MeV Au-irradiation and their origin was assigned to dis-
orders in both cationic and anionic sublattices. No such
observations were made for the undoped CeO, in the current
study (Fig. 6), which could be linked to the ex situ characterisa-
tion methods. Indeed, the system may have already initiated
lattice recovery via defect recombination and reached a quasi-

steady state at the characterisation stage. As a result, the
residual defect concentration is not sufficient to induce a
significant CeO, local symmetry lowering to be seen on the
Raman spectra.

No new irradiation-induced peaks were observed for the
doped compositions, but Au-implants caused a subtle increase
of both D; and D, intensity (Fig. 6b). As previously discussed,
these bands are characteristics of anionic defects formed to
compensate for the charge due to Y*" and Ce®*". An increase in
their relative intensity is thus indicative of an increase in the
concentration of these defect-types upon irradiation.

This was further confirmed by PAS of the irradiation sam-
ples which reveal that ion irradiation induces more vacancy-
type defects than the doping effect. For the undoped CeO,
irradiated to 5.64 dpa, the positron results show the presence of
two regions, extending to 0.4 and 1.2 um from the surface and
labelled “top” and “deep,” respectively (Fig. 3b). According to
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(a) Post-irradiation Raman spectra for samples irradiated at high fluence (28.2 dpa) and (b) comparison of the pristine (unirradiated) and irradiated

Raman spectra of the 15 wt% Y-doped sample showing the changes in the defect band region caused by Au-implants.
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SRIM and TRIM simulations, the incident ions produce a
maximum vacancy defect concentration at a depth between
0.1 and 0.3 pm, identified by the 6% increase in the low
momentum S-parameter when compared to pristine CeO,.
The deeper region of the CeO, implanted at the higher dose
of 28.2 dpa exhibits similar positron behaviour as the 5.64 dpa
sample and correlates to the saturation trapping of positrons at
vacancy sites. However, in the top region near the surface, the
S values increase slightly but the W values decrease more
significantly, resulting in changes in the slope on the SW plot.
This suggests that at the higher dose, a different defect type was
present.

The correlation between S and W parameters as a function of
dopant concentration for the unirradiated samples reveals a
shallower gradient than the SW correlation for the undoped
CeO, with increasing damage. The irradiated Y-doped materi-
als reside between these, suggesting that different annihilation
sites were present, combining irradiation damage (open
volume) and defects arising from Y-doping. This disparity in
gradient slopes (Mgopea = —0.286 for Y-doping and Mjyradiatea =
—0.69 for irradiation, respectively) shows that separate
mechanisms contribute to defect formation. This can be
explained by an increase in the number of defects detected or
by a change in their nature, in particular by the formation of
larger cluster regions due to displacements in both sublattices.

4. Discussion

Lattice changes caused by Au-implants to the host structure are
shown on the distortions of the XRD patterns (Fig. 5) and are
correlated to the induction of the irradiation defects. The
partial reduction of CeO, post-irradiation was also noted.
This redox character of CeO, has previously been reported
under both light- and heavy-ion irradiation by means of X-ray
photoelectron spectroscopy.*® In the present study, Raman
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5451 o @ Low fluence (5.64 dpa)
@ High fluence (28.2 dpa)
L 2

5.44
- * "
o] L 2
3 543
s 2
o
S L 2
8 5.42 4 3
£
©
=

5.41

5.40 +

(a)
T T T T
0 4 8 15

Y content (wt. %)

View Article Online

Paper

spectroscopy provided an alternative characterisation tool in
identifying this defect redox chemistry by referring to the D,
and D, peaks, which are associated with anionic defects and
Ce*", respectively. The increased oxygen vacancy concentration
is unsurprising as the anionic sublattice is more susceptible to
damage, owing to the difference in the threshold displacement
energy values of 27 and 56 eV for O and Ce atoms,
respectively,® but the change in the D, peak intensity also
confirms the subsequent accumulation of Ce** in the irradiated
matrix.
Cureton et al.*° reported a secondary triclinic Ce;;0,, phase
after the Au-irradiation of CeO, nanocrystalline materials. This
behaviour was assigned to the CeO, redox behaviour, and ion-
track formation as the oxygen segregation distance (20 nm)
causes an accelerated loss of oxygen from the grains to void
spaces or grain boundaries. However, no such observation is
revealed by the XRD and Raman data in the current study. The
latter may be attributed to a microstructural effect (average
grain size of undoped CeO, was 8.74 + 0.40 um) and reduced
defects mobility as irradiation was carried out at room tem-
perature. Oxygen transport from grains to boundary areas is
restricted and remains in the system, thus preventing the
formation of an oxygen-deficient environment. Similar observa-
tions were recorded for the doped compositions. Y-addition
degrades the host microstructure (grain size for the highest
doped sample was found to be 1.02 + 0.31 pm), but these
changes were not enough to initiate secondary Ce-reduced
phases formation, as reported for nanocrystalline materials,
at least at the dopant concentration considered in this study.
Thus, the irradiation-induced swelling determined by the
change in lattice parameters as a result of Au-irradiation,
illustrated in Fig. 7 and Table 1, is due to the combined effects
of both sublattice displacements and increased Ce** concen-
tration (rCe*" [C.N.:8] = 1.14 A compared to rCe*" [C.N.:8] = 0.97 A)."°
The effect of Y-doping on the structural irradiation stability of
CeO, was assessed by considering the overall change in lattice
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Fig. 7 Changes in (a) lattice parameter and (b) intensity of the defect D-bands for the undoped and doped Ce-based oxides before and after irradiation

at low and high fluences.
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Table 1 Degree of irradiation-induced swelling (%) determined from the
increase in lattice parameters of the considered Ce-compositions before
and after irradiation with Au-implants at low (5.64 dpa) and high (28.2 dpa)
fluences

Y content (wt%) 0 (Pure CeO,) 4wt% 8wt% 15 wt%
Low fluence (5.64 dpa)  67.4 36.63 34.5 36.4
High fluence (28.2 dpa)  57.1 426 401 30.7

parameters caused by ionic implantation. The undoped CeO,
exhibits the greatest degree of irradiation-induced lattice
expansion, but the swelling decreases with Y-doping as seen
for the two Au-irradiation fluences, implying that trivalent
doping improves the CeO, lattice resistance to radiation
damage. Ivanov et al.*' recently reported similar behaviour
on CeO, microparticles implanted with Xe-ions, hence support-
ing our experimental findings. However, the authors could
not ascertain the specific mechanisms underlying these
observations.

The observed behaviour in Fig. 7 could be linked to the
intrinsic changes that the dopant causes to the CeO, lattice.
The direct cationic Y** substitution onto Ce-sites, the induction
of both Ce*" and Vo and the formation of Y,0O; nanodomains
have implications on the local chemical bonding that affects
the host lattice equilibrium. This results in a defective CeO,
structure that is more prone to damage buildup. The introduc-
tion of Au-induced lattice defects would imply that the defective
systems will accumulate a higher effective defect concentration
compared to the undoped CeO,, which can easily reach dis-
order saturation. Thus, excess defects will enable different

View Article Online
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recombination pathways, allowing for a more rapid lattice
recovery that involves the migration and recombination of
interstitial atoms and vacancies in the short-range volume
order. This argument is supported by the fact that all samples
were investigated in the ballistic regime of the incident ions,
and the damaged region is contained within a relatively small
volume (~250 nm). This therefore leads to a less damaged
atomic structure when the doping element is considered.

An increase in the dopant content has little to no significant
effect in further improving the radiation-induced swelling.
When compared to low-doped samples, the high intrinsic
disorder contained in the highly doped CeO, only facilitates
the system to reach the defect saturation stage upon irradiation.
This enhances the recombination volume and thus accelerates
the lattice recovery mechanisms, until a defect equilibrium
concentration is reached. Since only post-irradiation measure-
ments were carried out, the data reported most likely character-
ise a stage where the defect recovery has already been initiated
and reached a quasi-equilibrium residual defect concentration.
Hence, the difference in defect recovery rates as a function of Y-
content could not be quantified. In situ Raman or transmission
electron microscopy (TEM) methods could better help to quan-
tify the defect recombination kinetics by characterising the real-
time migration and removal of lattice defects during ionic
implantation.

The effect of irradiation dose on the defect mechanisms was
also investigated. Interestingly, the lattice parameter and
Raman defect bands do not differ much for the two considered
Au-fluences. Positron measurements also showed similar
trends. A significant increase in the S-parameter was expected

L 2 Pristine
A 5.64 dpa
v —— 28.2dpa

T
0.6

Mean depth (um)

Fig. 8 Comparison of the S-parameter evolution as a function of depth for the 15 wt% doped CeO, pre- and post-irradiation, highlighting the specific

role of the sample surface acting as defect sinks.
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for the compositions irradiated to 28.2 dpa, but Fig. 3b showed
that samples implanted at low fluence (5.64 dpa) have slightly
higher S-values. This suggests that the concentration of lattice
damage resulting from the lower irradiation fluence is close to
the disorder saturation level, where all the implanted positrons
are trapped. A higher irradiation dose will hence have no
consequence on the positron measurement. In addition, the
fact that the higher fluence causes a layer with SW on a
different slope suggests that a larger (at least different) open
volume defect is formed either by coalescence of defects during
irradiation or by an increase in the likelihood to generate large
(or different) defect clusters. It is important to note that
distinguishing between these defect types is beyond the scope
of this work and necessitates additional research, such as
electron irradiation coupled with theoretical calculations to
analyse specific lattice defects resulting from displacements
in either Ce or O sublattice. The higher fluence study was also
seen to induce important changes near the surface. This was
more evident when looking at the highly defective lattice (CeO,
doped with 15 wt% Y) as shown in Fig. 8, where the S-parameter
at 5.64 dpa was greater than that at 28.2 dpa at depth below
50 nm. This could be indicative of a substantial dynamic
damage recovery in this region and considerable defect
migration to the surface, which serves as an effective sink for
trapping mobile defects.

5. Conclusions

Experimental methods were employed to explore the effect
of trivalent doping and irradiation effects on the stability of
the fluorite CeO, structure. Initial XRD measurements of
Ce; YO,y solid solutions revealed that the dopant leads
to a contraction of the unit cell which was attributed to long-
range ordering of anionic vacancies with randomly distributed
Y,0; nanodomains of C-type configuration that grow coher-
ently within the host matrix. Raman spectroscopy quantified
the formation of oxygen vacancies to maintain charge
neutrality as a result of direct cationic substitution and Ce*"
induction. The nature of these vacancy defects was further
studied using positron annihilation spectroscopy, revealing
they were associated with neutrally charged complex defect
structures.

Post-irradiation characterisation validated the high radia-
tion stability of Ce-based fluorite compounds for the fluences
considered in this work, and Y-doping was found to improve
the CeO, resistance to radiation damage in the ballistic regime
of incident Au-ions. This behaviour was linked to the intrinsic
alterations that the dopant imparts to the lattice that are
believed to increase the defect recombination volume and
facilitate improved lattice recovery. Furthermore, positrons
revealed preferential defect migration and annealing near the
sample surface as well as the possibility of a larger open volume
defect, such as vacancy dislocations and clusters, or a comple-
tely different defect type that forms in the higher fluence case

This journal is © the Owner Societies 2025
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study. This mechanism was not observed under low fluence
irradiation conditions.
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