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ABSTRACT

The response of MgO periclase to irradiation is investigated by means of molecular dynamics simulations, mimicking irradiation by Frenkel
pairs accumulation. Both the calculated lattice and volume swellings, which refer, respectively, to the lattice and total volume changes repro-
duce well the experimental measures. The two diverge at around 0.2 dpa, above which lattice and volume swellings follow separate trends.
Below this value, dislocation loops nucleate from point defects clusters, built up by progressive aggregation of both magnesium and oxygen
interstitials. Very small 1(110) loops lying in {001} planes and made of (MgO)s interstitials could be characterized. They serve as seeds for
the subsequent growth of dislocation loops in all three {110}, {001}, and {111} planes, which then follows a sublinear law. The %(110) loops
lying in the {011} planes become dominant as loop diameters increase beyond 15 nm. Above 0.2 dpa, we observe (i) the relative decrease of
lattice swelling mainly because the very dense dislocations loops recombine and stabilize into less dense dislocation forests and, concomi-
tantly, (ii) the fast increase of volume swelling caused by the occurrence of significant voids of up to 32 vacancies.

Published under an exclusive license by AIP Publishing. https://doi.org/10.1063/5.0144673

I. INTRODUCTION

The high radiation resistance of periclase MgO has been
known for a long time.' Irradiation produces point defects and
small clusters, which progressively transform into loops and even-
tually dislocation forests as the dose increases. This multi-stage evo-
lution and transformation of isolated defects to more complex
structures is intimately related to stress building and release.”’
Indeed, this quite common phenomenological picture has been
established, thanks to numerous experimental observations and
theoretical investigations,” as is detailed in the following.

Many authors have reported the presence of vacancies in peri-
clase at the early stages of irradiation. Oxygen vacancies with
trapped electrons—called F' centers—or oxygen divacancies—
called F, centers—were commonly seen under proton,3 neutron,”’
or electron irradiations.” Cation vacancies without trapped holes—
called V*~ center—or with trapped holes—V ™ and V centers—have
also been reported under proton’ and neutron irradiation.” Cation
and oxygen vacancies may aggregate and can form cavities.
Cuboidal cavities of up to 100 vacancies have been observed under

neutron irradiation' ™" at high temperatures (above 1700 K).

Implantation of light or heavy ions also promotes the formation of
these cubic nano-cavities.'*™"*

Fewer studies reported the evidence of interstitial formation.
Due to their high mobility,'” ™’ they readily recombine with vacan-
cies.”" This makes the experimental observation of interstitials diffi-
cult. Only oxygen interstitials were observed after neutron
irradiation,” with a specific split-interstitial ~configuration.”
Nevertheless, the existence of interstitials was called to support the
interpretation of experimental observations *° based on general
considerations, such as being the counterpart of vacancies.
Theoretical studies devoted to the early stages of irradiation provide
complementary details. Calculations of threshold displacement
energies’ >’ and simulations of displacement cascades’”’" showed
that both magnesium and oxygen may stabilize as interstitials, with
sometimes complex configurations. Theoretical studies pointed that
single interstitials may relax as complex clusters of interstitials like
octopolar building block of (MgQ),’” or hexa-interstitials made of
eight Mg or O interstitials and two vacancies.”” ™"
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At high enough irradiation doses, perfect edge dislocation
loops with 1(110) Burgers vectors appear whether the irradiating
particles were electrons,”””” ions,”*°~*® or even neutrons.’’ These
perfect loops are stoichiometric and of interstitial character. They
lie in {110} planes*>*”*" and exhibit elongated shapes along (100)
directions with the major to minor axis ratio of about ten to one.”
Experimental observations”> showed that their nucleation stage is
completed very early during irradiation. However, this step is still
not fully understood despite numerous studies.”’”*****" This is
likely because of the inherent complexity and too numerous con-
tributing factors such as temperature,” the initial presence of dislo-
cations,'” and surfaces.’' Soon after nucleation, the density of loops
reaches a saturation threshold, with a growth mode envisioned to
be anisotropic.”” Their diameter increases with irradiation time at
low temperatures according to a sublinear law.””~** Furthermore,
these loops interact with each other and evolve to form a disloca-
tion network structure.”””

Macroscopic swelling is a visible consequence of the presence
of defects created by irradiation in periclase. It has been docu-
mented for different conditions, including neutron’*>** and
ion"'®* irradiations. This volume swelling can reach up to 3% at
very high doses (around 30dpa).”’ Starting from un-irradiated
samples, their volume increases continuously with dose. This
increase is rapid in a first stage, until around 0.2 dpa,””*” and
then slows down at higher doses (see Fig. 1). However, this macro-
scopic expansion is not necessarily consistent with lattice parameter
measurements from the XRD experiments.l’?’()’/15 Indeed, while the
lattice parameter follows closely the volume swelling up to the
same dose of 0.2 dpa, it then decreases for higher doses."””** This
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FIG. 1. Lattice swelling (purple lines and symbols) and volume swelling (gray
lines and symbols) as a function of irradiation dose in dpa for MgO. The top
panel shows the MD simulations with the Akamatsu and Henkelman poten-
tials,">*" and the bottom panel shows the experimental measurements.'**“*
Dashed lines in the lower half are guides for the eyes.
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change in behavior between the lattice parameter and macroscopic
swelling has been explained as follows. Swelling at low doses (below
0.2dpa) results from the presence of point defects."”** Their
re-arrangements lead to the formation of dislocation loops and net-
works,””” which releases local strains and reduces the lattice
parameter toward its equilibrium value. Re-arrangements become
more likely as point defect concentration increases, which reduces
their average separation distance and enables short-term combina-
tion mechanisms. As point defects recombine, the number and the
size of voids continue their increase, causing the macroscopic
volume swelling.

Overall, while the evolution of pristine periclase under irradia-
tion is broadly understood, the atomistic details of the formation of
dislocation loops from point defects and their links with macro-
scopic and lattice swelling remain unknown. In this article, we
provide insights on these two points. For that purpose, we investi-
gate the response to the irradiation of periclase MgO using molecu-
lar dynamics (MD) simulations with the Frenkel pairs
accumulation (FPA) technique."™"’ Accurate analysis of these sim-
ulations provides insights on the mechanisms at the origin of the
nucleation of dislocations and on the discrepancy between volume
and lattice swellings.

Il. TECHNICAL DETAILS

Numerous theoretical studies”’ ™' have been dedicated to
primary damages produced by irradiation in MgO in the ballistic
regime. Most of these studies employed MD simulations of dis-
placement cascades, which provide valuable information on single
ballistic events, which is the typical case in heavy ion irradiations at
low energy, for example. The results of these simulations demon-
strated that cascade events produce almost only small defects such
as single vacancies, single interstitials, and small clusters of
interstitials.”’ ' Primary irradiation events (with the only excep-
tion of very high energy ions creating tracks via electronic energy
losses) never induce direct impact amorphization, that is, the crea-
tion of a metastable amorphous volume. It is, therefore, attractive
to bypass primary events, which are computationally costly as they
require long simulations to equilibrate and to consider the remain-
ing defects as a starting point of the simulations. This is the
purpose of the Frenkel pairs accumulation (FPA) methodology,"**’

in which point defects are introduced over time. Indeed, this FPA

methodology opens access to the dose effect, i.e., the accumulation
of damages induced by irradiation, by enabling precise control of

the number of displaced atoms. It also simultaneously circumvents <

the time-consuming overlap of cascades that would be necessary
otherwise. Apart from this shortcut, it is worth mentioning that
FPA does reproduce light particle irradiation, such as electron irra-
diation. This is because the methodology precisely consists in intro-
ducing point defects—in the form of Frenkel pairs—just like
electron irradiation does.

In the present study, we use a modified version of the
LAMMPS molecular dynamics simulator,” in which we have
included the FPA methodology. We employ both Akamatsu®® and
Henkelman®” empirical potentials for the description of MgO. Both
of them are based on the Buckingham description of all interatomic
interactions, in which partial charges are set fixed. This precludes
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any description of defects implying charge transfer—like vacancies
with trapped electrons, for example—reported in the
experiments.””” Nevertheless, these potentials have been found to
produce accurate results in investigations of several defect-related
phenomena. For example, the Akamatsu potentials were used to
explore self-diffusion in periclase (MgO) in a broad range of tem-
perature and pressure conditions,”’ whereas the Henkelman poten-
tials were extensively used in studies related to irradiation
damages”” or mechanical properties,”” " with a particular focus
on dislocations. With these extended and different domains of
applications, we expect to extract general features when investigat-
ing MgO exposed to irradiation and to exclude any bias that could
be attributed to empirical potentials.

We perform our calculations with supercells of 7077 888
atoms, which corresponds to a volume slightly bigger than
40 x 40 x 40 nm’>. During the FPA process, 3200 magnesium and
oxygen Frenkel pairs (FPs) are created at the same time at regular
intervals. The choice of double introduction differs from previous
studies on oxides in which cation FPs only were created.”” " This
choice was well founded, for example, in oxides with the fluorite
structure, which exhibit two distinct regimes for cations and
oxygen, with quite different threshold displacement energies’’
and diffusion coefficients.”” In contrast, periclase shows similar
behaviors for both magnesium and oxygen ions.”””"*" In particu-
lar, threshold displacement energies for magnesium and oxygen are
close to each other, 88 and 92 eV, respectively.”” This means that
similar amounts of defects of either chemical species remain after a
single Dballistic event.”> Therefore, both elements cannot be
un-coupled, and both of them need to be introduced simultane-
ously during FPA. Additionally, Aidhy et al.’> have shown previ-
ously that the introduction of only magnesium or oxygen FPs
results in enhanced annealing, and subsequently, a complete
healing of the damage. Regarding the time interval of FP creation,
we set the value at 2 ps because it is known to be sufficient for
most defects to re-arrange or recombine’”’” at short distances.
This time interval is, nevertheless, too short to account for any
thermal diffusion.

The introduction of FPs leads to an increase of the stress
around each defects.”” Part of this stress transforms into heat
during re-arrangement or recombination. Both stress and heat
excesses have to be handled during the simulations to prevent any
unphysical behavior, such as artificial melting. For this purpose, we
use a Berendsen barostat and a Berendsen thermostat in order to
drive the system back to the target room pressure and temperature,
within the time interval of FP introduction.

Since the FPA procedure creates both oxygen and magnesium
FPs, it is quite natural to count the damage as displacement per
atom (dpa). This measure sounds very similar to the one com-
monly used, but a direct comparison with the experimental coun-
terpart is questionable.”” Nevertheless, the present results show that
the calculated dose is comparable to estimates from experiments
and, therefore, a reliable measure of the damage.

The dose rate simulated by FPA is very high (4.5 x 10° dpa/s)
and obviously much higher than any experiments can reach, which
is at best around 1072 dpa/s. Again, this does not preclude a reliable
simulation of the response of periclase to irradiation as already
observed in many other oxides.”**>*>~>” This might also indicate

ARTICLE scitation.org/journalljap

that part of the response to the irradiation of oxides relies on short
time/short-range recombination of defects at least as much as
longer-term diffusion, as will be shown below. It is, nevertheless,
worth mentioning that because of the high dose rate employed, our
FPA simulations best describe low temperature behavior, which is
dominated by athermal recombination. In addition, at such very
high rates, dose rate effects are limited, which prevents a full inves-
tigation of such effects.

We analyze the evolution of periclase as a function of the irra-
diation dose with different tools, using selected snapshots of our
MD simulations. Atomistic analysis is carried out with a home-
made code based on the topological representation of the crystal
structure, well sensitive to isolated vacancies and interstitials, and
more importantly to complex configurations of interstitial clusters
and very small dislocation loops. From this analysis, we determine
the size (diameter) and the habit plane of each loop by principal
component analysis. The detection of dislocation lines is performed
with the DXA algorithm implemented in OVITO.® In parallel, we
record the evolution of volume and lattice swellings. The former is
simply the volume of the supercell, which corresponds to macro-
scopic observations. For the lattice swelling, we calculate x-ray
powder diffraction (XRD) pattern for each MD snapshot using the
Debyer software”’ and we simply index the peaks.””” This
measure quantifies the strains applied to the lattice.

I1l. MgO IRRADIATED BY FPA AT CONSTANT
PRESSURE

First, we compare the evolution of the lattice and volume
swellings calculated with both Akamatsu and Henkelman potentials
with experimental measurements (see Fig. 1). We observe that both
potentials predict similar swellings. For each potential, both lattice
and volume swellings are equal up to 0.2 dpa. They separate at
0.2dpa, where lattice swelling saturates. Above 0.2 dpa, volume
swelling continues to increase, while lattice swelling peaks and then
decreases.

Such behaviors are very similar to experiments, where the dif-
ference between lattice and volume swellings appears at the exact
same dose of 0.2 dpa. This indicates that simulations capture the
relevant mechanisms at both macroscopic and microscopic scales,
as was already observed in fluorites.” " However, some differences
between experiments and simulations deserve comments. We note
that the swellings obtained in simulations are four times greater
than those obtained in experiments. Such overestimation is known

and documented in Urania, for example.55 This is related to the ¢

very high density of defects introduced during FPA simulations.
Because of the time scales considered, these defects cannot anneal
in MD simulations. Furthermore, no stair step increase below
0.2 dpa is observed in the experiments. As will be explained below,
these step-like shapes are related to the high density of loops,
which significantly contribute to both lattice and volume swellings.

A. Microstructure transformation with irradiation dose

We report more details of the evolution of MgO as a function
of dose in Fig. 2 for the Akamatsu potentials and Fig. 3 for
Henkelman potentials. Both figures show the volume and lattice
swellings as a function of dose along with the evolution of the
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FIG. 2. Defects and swelling as a function of dose in irradiation simulations
using the FPA method and the Akamatsu potentials:*® the top panel shows the
evolution of the lattice (blue line) and volume (gray line) swellings as a function
of dose in dpa as well as the concentrations of vacancies (green line) and inter-
stitials (purple) for both Mg and O; the middle panel provides details on the
number of 4(110) loops (total—purple line and different lying planes—dashed
lines) and the density of forest dislocations (red line) of %(110) character for
most of them; the bottom panel is the density map of the evolution of the diame-
ter of loops with dose. The vertical dashed lines indicate the transition thresh-
olds discussed in the text.

concentrations of point defects (top panels), the number and
density of dislocations loops in different habit planes (middle
panels), and the distribution of the diameters of dislocation loops
as a function of dose (bottom panels).
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FIG. 3. The three graphs report the analysis of the simulations performed with
the Henkelman potentials.’ Symbols and lines are the same as in Fig. 2.
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Before any detailed analysis, it is worth mentioning that the
response of MgO to irradiation modeled by FPA is similar to both
Akamatsu or Henkelman potentials'>"’ for all measured parame-
ters, not only swellings as already mentioned. The microstructure
evolution shows successive stages, which have already been
observed in other materials.”™” In these figures, we can make out
four different stages separated by dashed lines.

The first stage is characterized by the presence of the point
defects created by FPA. Both interstitials and vacancies are present
in identical amounts and increase with dose. This stage lasts up to
around 5 x 107> dpa (vertical dashed line in gray in Figs. 2 and 3)
where the behaviors of interstitials and vacancies differ (upper
graphs). This threshold dose is the same for both potentials. In this
low-dose regime, the point defects induce supercell swelling. Both
lattice and volume swellings remain equal as they increase, reaching
around 0.25% at 5x 107> dpa.

The second stage starts at 5x 107> dpa, when the concentra-
tion of interstitials and vacancies starts to differ. For doses above
5%x1073 dpa, the concentration of vacancies continues to increase
as the concentration of interstitials saturates and starts to decrease.
This decrease is concomitant with the stabilization of interstitial
clusters, which nucleate during the FPA and will be described in
another section. These clusters of interstitials transform into dislo-
cation loops, which thrive at the expense of single interstitials
(middle and bottom panels in Figs. 2 and 3). An illustration is
given in Fig. 6(a) where some loops are highlighted in red. Most
loops are perfect dislocations loops with 2(110) Burgers vectors.
They lie in {001}, {110}, and {111} planes, with a smaller number
of loops lying in the {001} planes than in the two other planes.
Loops are associated with large strains to MgO, which result in an
increase in the slope of both lattice and volume swellings with
dose. Lattice and volume swellings remain very close and reach
around 2% at 5 x 10™*dpa. This second threshold is identical for
both potentials and corresponds to a pronounced decrease in the
rate of growth of both swellings as well as a maximum in the total
number of loops.

The third stage is marked by the decrease in the number of
loops between 5x 107> and 2x 107" dpa. This decrease results
from the interactions between dislocation loops, causing coales-
cence and transformation of the loops into a dislocation forest (see
the loops highlighted in red in Fig. 6). At the same time, intersti-
tials mostly disappear, while vacancy concentration continues its
growth. Single magnesium and oxygen vacancies combine above
0.1dpa and form cavities larger than two Schottky defects
[(MgO),, see Figs. 4 and 5]. This combination can occur, thanks to
the room left in by sparse dislocations. Some (MgO), Schottky
clusters have cubic shapes similar to those reported experimentally
under different irradiation conditions.'"'” Lattice and volume
swellings jointly increment, at a moderate rate compared to stage
II. This is related to two conflicting contributions. On one hand,
the decrease in the number of loops releases some of the strains
and, therefore, reduces swelling. On the other hand, the develop-
ment of the dislocation forest tends to increase swelling. In that
regime, the concentration of vacancies increases moderately, follow-
ing the dislocation density of the forest. At 0.2dpa, lattice and
volume swellings begin following different trends. This change is
concomitant with the maximum diameter reached by dislocation
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FIG. 4. Analysis of the simulations performed with the Akamatsu potentials:*®
the top panel shows the evolution of the lattice (blue line) and volume (gray
line) swelling as a function of dose (dpa); the middle panel provides the total
concentration of vacancies (green lines) and the size of cavities of more than
(MgO), (green circles) as a function of dose; the bottom panel reports again the
evolution of the number of %(110) loops (purple line) and the density of forest
dislocations (red line) as a function of dose. Vertical dashed lines indicate the
transitions discussed in the text.

loops (see the bottom panels of Figs. 2 and 3) and the highest
density of the dislocation forest.

The fourth last stage, which starts at 0.2 dpa, is notable for the
decrease in the number of dislocations and the disappearance of
loops. Considering loops, they decrease not only in number but
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FIG. 5. The three graphs report the analysis of the simulations performed with
the Henkelman potentials.’ Symbols and lines are the same as in Fig. 4.
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also in maximum size, reduced from around 10 nm at 0.2 dpa to
4 nm at 1 dpa. The structure stabilizes, leaving the dislocation forest
and a few loops as shown in Fig. 6(b). This results in a release of
the lattice stress from dislocations and, therefore, to the decrease of
the lattice swelling. On the contrary, the amount of vacancies
strongly increases with dose at this stage. A significant part of them
contribute to the stabilization of cavities with sizes ranging from
(MgO),4 to (MgO);6 (4-16 Schottky defects, see again Figs. 4 and
5). They can thrive thanks to the decrease of the amount of disloca-
tions. The increasing presence of cavities also correlates with the
rapid amplification of the volume swelling. Hence, volume swelling
is unsurprisingly related to the number of vacancies” and, interest-
ingly, their contribution to the swelling is amplified with their gath-
ering as cavities.

B. Nucleation and growth of loops

In this section, we bring some additional details on the nucle-
ation and growth of loops and, in particular, on the small clusters
and the small loops during stage II described above. We do know
already that interstitials—either magnesium or oxygen—gather
together to form loops.””**™*” This can be observed in our results
with the correlation between the decrease in the number of intersti-
tials and the apparition of dislocation loops (Figs. 2 and 3).

Previous findings made by Uberuaga et al.’>**~> showed the
first steps of interstitials clustering. Because of strong electrostatic
interactions, magnesium and oxygen interstitials quickly combine
to form MgO di-interstitials or anti-Schottky defects.””” These
di-interstitials become less mobile compared to single interstitials.
They capture isolated interstitials and grow as tri-interstitials, and
then as tetra-interstitials formed of two clustered anti-Schottky
defects. Tetra-interstitials are very stable,”"*” and they can continue
growing by capturing interstitials in their vicinity.”” They transform
into bigger very mobile hexa-interstitial clusters’ ™" and subse-
quently into octa-insterstitial clusters.

Apart from the quick formation of MgO di-interstitials
(anti-Schottky), which occurs within a few picoseconds, most
re-organizations described above have characteristic times of the
order of nanoseconds at least and up to seconds, which may appear
hardly obtainable by direct molecular dynamics simulations. In our
simulations, the high dose rate of Frenkel pairs of magnesium and
oxygen biases the simulations, resulting in high concentrations of
point defects and putting interstitials—indifferently of magnesium
or of oxygen—within the reach of clusters. As a consequence,
many interstitial clusters already seen in previous studies,””*” ™"
including tri-interstitials or tetra-interstitials, are observed in the
present simulations. We show in Fig. 7, for example, the specific
one made of two anti-Schottky and one Mg close Frenkel pair. This
cluster is known to be the seed of bigger ones according to
Aidhy et al.”

Larger interstitial clusters are found in qualitatively different
structures, taking the form of interstitial {001} planes rather than
the cube-based structure of di- and tetra-interstitials, which are not
associated with vacancies. Such a planar conformation of
hexa-interstitial clusters (MgO); has been identified as a building
block for the construction of larger octa-interstitial (MgO), clusters
and even clusters up to (MgO)g.33 These clusters become more
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FIG. 6. Snapshots of MgO irradiated by Frenkel pairs accumulation at 0.015 dpa (a) and at 0.9 dpa (b) with Henkelman potentials.*” Lines represent the %(110) loops and
%( 110) dislocation lines. Red lines highlight the examples of isolated loops of various sizes and orientations, with some coalescent loops at 0.015 dpa (a).

favorable as their sizes increase, providing a driving force for the
coalescence of isolated interstitial or anti-Schottky defects into such
larger clusters.

Figure 8 shows two examples of similar {001} octa-interstitial
defects, which, nevertheless, result in different defect structures. In
the first one, the ions belonging to the supplementary plane are on
interstitial sites of the rock salt structure [Figs. 8(a)-8(c)]. In this
situation, the interstitial plane pushes apart the adjacent {001}
planes of the crystal. Most of the displacement being perpendicular
to the plane of the defect. However, the additional plane can also
be shifted, in such a way that at least some of its ions can be part of
valid Mg-O-Mg lines involving the surrounding crystal lattice
[Figs. 8(d)-8(f)]. The relaxation in this case involves some shear
along the interstitial plane, with rows on one side of the interstitial

FIG. 7. Cuboid like tetra-interstitial defect made of two anti-Schottky and one
Mg close Frenkel pair observed in the present simulations.

plane ending up aligned with a neighboring row on the other side.
Considering a slice perpendicular to the defect plane, as in
Fig. 8(f), a Burgers circuit can be set up with a Burgers vector of
1(011), highlighting the dislocation character of this defect cluster.

During FPA simulations, the defects we observe are more
complex than this simplified picture. While small clusters have the
general structure of the tetra-interstitial cluster, i.e., the central
vacancy and the interstitials arranged on the corners of a cube
around it, they generally have additional interstitials, resulting in a
small overall electric charge, usually of +2. Similarly, the interstitial
planes are rarely electrically neutral, and the exact arrangement of
the atoms varies. A common structure is shown in Fig. 9, which is
a dodeca-interstitial (MgO)s cluster with an additional oxygen ion
and, therefore, a negative effective charge. Due to the constant pro-
duction of Frenkel pairs, the crystal has a population of vacancies
and interstitials that can effectively compensate the clusters’
charges.

Our observations are consistent with successive steps in the for-
mation of dislocations under irradiation. Initially, interstitial clusters
in cube-like structures, often around less mobile vacancies. As the
clusters grow by the coalescence of mobile interstitials, they form
interstitial planes, which distort the surrounding lattice and form dis-
location loop nuclei. The exact point at which defect structures trans-
form from cubic clusters to interstitial planes is unclear. However,
our simulations show qualitatively that clusters larger than 10 inter-
stitials are all dislocation loops. The smallest loops observed in FPA
simulations are octa-interstitial clusters similar to that shown in
Fig. 8, but these are very rare compared to larger loops such as deca-
interstitials or dodeca-interstitials similar to what is shown in Fig. 9.
This is reminiscent of a dislocation nucleation mechanism involving
a similar transition between a three-dimensional defect structure and
interstitial dislocation loops in iron.*®

pd'€L9vPL0'S L 206512/£52226. /LYY L0°G/E90L 0L/10p/pd-sjonie/deldie/bio-diesqndj/:dny woy pepeojumoq

J. Appl. Phys. 133, 215902 (2023); doi: 10.1063/5.0144673
Published under an exclusive license by AIP Publishing

133, 215902-6


https://aip.scitation.org/journal/jap

Journal of
Applied Physics

LA

|
|

|

3,"

o
8%t

\

ik

(d)

FIG. 8. Structure of octa-interstitial planes in MgO after relaxation using the Akamatsu potential. The top row shows the defect as an interstitial cluster: (a) front view; (b)
side view; (c) map of atomic displacements relative to the perfect structure. The bottom row shows the same defect as an interstitial dislocation loop: (d) front view; (e)
side view; (f) atomic displacement map, with a Burgers circuit indicated by the gray arrows and the resulting Burgers vector in red.

We turn now to the growth of dislocation loops that is deter-
mined by recording the diameter d (nm) of each loop regardless of
its orientations. For analysis purposes, the diameter range is broken
up into nine 0.5nm-wide bins between 0.5 and 4.5nm, and the
number of loops falling in each bin is counted. The analysis is per-
formed over the course of simulations using both Akamatsu and
Henkelman potentials, resulting in the data shown in Figs. 10
and 11, respectively. We use a lognormal distribution to fit the relax-
ation times of each diameter window (full lines in bottom panels).
The choice of a lognormal distribution is motivated by the consider-
ation that the growth of loops is multi-parametric:*” magnesium and
oxygen interstitials located in the vicinity of the loop edges feed their
growth while close vacancies deplete them. The global maximum
(diameter d) of each distribution is then plotted as a function of
dose (upper panels in Figs. 10 and 11). It marks the onset of the
decrease of loops of a given diameter for the benefit of bigger ones.

We observe—as expected—that small loops disappear with
dose (or equivalently with time) and smoothly transform into
bigger ones. The growth follows a sublinear law (purple line upper
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panels). The diameter (d) of loops evolves with time (t) like d oc
9% and doc t%7° for Akamatsu and Henkelman, respectively.
These exponents are in agreement with the low temperature regime
(below 900 K) reported experimentally.””~** In this low temperature
regime, only interstitials are mobile and are understood to serve as
the stable nuclei of interstitial loops.”*™**

Note that the population of loops of each diameter decreases
with dose. This is related to two parameters: the coalescence of
small loops into bigger ones and their ultimate transformation into
dislocation forests (see again the middle panels of Figs. 2 and 3).
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C. Stability of dislocations

Experimental observations consistently show’>*’ the nucle-

ation of 1(110) loops lying in the {110} planes in MgO single crys-
tals (cut along the 001 direction) irradiated by electrons and more
largely in any irradiation conditions, being neutron irradiation or
ion irradiations.”**>*"**"" These prismatic loops are of interstitial
type, and they are elongated along the (010) directions.””*’ Their
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diameter ranges from 2nm up to a few micrometers.””" In our Three qualitative statements can be put forward to explain this §
simulations, neither £(110){001} loops nor 1(110){111} loops are discrepancy. First, one may question the reliability of the empirical €
observed in any irradiated MgO regardless of the conditions. potentials used. However, this is unlikely since both potentials 2
Calculations seem, therefore, at odd with experiments. show similar trends despite having been designed for quite different §
purposes, and particularly because they reproduce quite well §
; i . numerous complex properties—including stacking fault energies g
gL cubtinearft— YO/ i (see Table I) and core energy of screw dislocation in the case of §
2 ,9/( Henkelman potentials.”* Second, the high rate of defects created by 3
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FIG. 10. Growth of loops observed in the simulations performed with the E
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function of dose (open circles) and fit with a sublinear law. Vertical lines (full
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diameter of loops. Henkelman potentials.”” Symbols and lines are the same as in Fig. 10.
J. Appl. Phys. 133, 215902 (2023); doi: 10.1063/5.0144673 133, 215902-8

Published under an exclusive license by AIP Publishing


https://aip.scitation.org/journal/jap

Journal of

ARTICLE scitation.org/journalljap

Applied Physics

TABLE |. Stacking fault energies (ysg), inverse of area density of MgO interstitials (o), and coefficients of Eq. (1) for the three {001}, {011}, and {111} planes for both
Henkelman and Akamatsu potentials.

Akamatsu Henkelman
Planes {001} {011} {111} {001} {o11} {111}
vse (€V/A%) DM 0.1105 0.0506 0.1392 0.1386 0.0599 0.1526
vsr (J/m?) DM 1.77 0.81 2.23 2.22° 0.96° 2.45
vse (J/m?) DFT® 2.18 1.05 247 2.18 1.05 2.47
o (A?) 54.5456 78.714 1 59.8209 54.5456 78.714 1 59.8209
oygp/an (eV) 0.479 636 0.316 952 0.662 647 0.601 607 0.375 206 0.726 436
a —90.3317 —-71.2383 —-103.58 —-114.631 —41.058 1 —102.947
a +44.705 1 +34.131 +53.376 6 +55.564 7 +27.3715 +55.333 1
as —4.075 89 -1.679 11 —6.116 62 —5.945 85 —0.852 054 —6.467 56

*DFT values from Ref. 54.
PDFT values from Ref. 68.

challenged as well. Thus, even if simulations are done at constant
pressure, local residual stresses are present in the supercells during
the FPA process. These local residual stresses, which come from
the high rate of Frenkel pair introduction, impose high densities of
loops and point defects within short relaxation times. Stresses are
known® to strongly modify the relative stability of the stacking
fault energies. It might homogenize the amount of loops in the
three lying planes. Third, while simulations are performed using
periodic boundary conditions, defects are created only in a thin
near-surface layer in the experiments, being ion or electron irradia-
tion. As a result, the layer where the defect-induced stresses arise
lies on an undamaged substrate, which leads to a non-uniform
stress distribution; stresses in the plane of the sample are greater
because the expansion of the material in the surface plane is
blocked, but expansion in the direction perpendicular to the
surface is possible. This anisotropic stress distribution may affect
the geometry of the dislocations formed in the subsurface layer.

However, a quantitative explanation can be provided by the
evaluation of the relative stability of the £(110) interstitial disloca-
tion loops in the three different planes as a function of their size.
To explore this path, we use the Babel code developed by Clouet™
to generate different loops in 4096 000-atoms supercells—or
33x33 x33nm’. We build circular 1(110){001}, 4(110){110}, and
1(110){111} loops of increasing sizes, i.e., increasing radius R, and,
subsequently, relax them by static energy minimization at constant
volume. Their formation energies are then calculated by energy dif-
ference with a perfect cell containing the same number of atoms.
The results are fitted to the equation established by Alexander
et al.”' The asymptotic value at large radii R is known’” to be pro-
portional to the stacking fault energy following the relation 7R?y ..
Rewriting with 7R?> = a/4z x n (n being the number of interstitials
in the loop, while o being related to the surface density of atoms in
the loop), the formation energy of a loop reads

as In(n)

NG

Ey(n) = - (1)

in which ay, a5, and a3 constants are the fitting parameters. The

results of the fit to Eq. (1) are shown in Fig. 12, and the parameters
are listed in Table I for %(110) loops lying in {111}, {110}, and
{001} planes with the Akamatsu and Henkelman potentials.

As expected, the formation energies (per MgO formula unit) of
the loops for the three planes decrease with loop size for both
potentials. The formation energies are quite similar regardless of the
specific habit planes up to around few hundreds of MgO
anti-Schottky (see Fig. 12). The loops in {110} planes exhibit slightly
higher values, but this remains marginal (less than 0.1eV/MgO)
compared to the absolute values of formation energies (of the order
of 1eV/MgO). Indeed, at large diameters, it is more favorable for a

Akamatsu potentials

Henkelman potentials
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FIG. 12. Formation energies (eV/MgO) of circular prismatic J(110) loops lying
in the {110} plane (gray), {001} plane (blue), and {111} plane (purple) as a func-
tion of interstitials in the loops calculated by static energy minimization. Both
Akamatsu and Henkelman data were fitted using Eq. (1) with values reported in
Table |. Crossing points between {110} and {001} planes are indicated by verti-
cal dashed lines and are, respectively, 1536 and 1610 MgO interstitials for
Akamatsu and Henkelman.
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1(110) loop to be in a {110} plane compared to the two other
planes. The crossing points are at 1536 and 1610 MgO interstitials,
respectively, for Akamatsu and Henkelman potentials, which corre-
sponds to diameters of 1(110){110} loops of around 14.2 and
15.7 nm. Therefore, below the critical diameters of roughly 15 nm,
1(110) loops can lie indifferently in all the three planes. And above
these critical diameters, 3(110){110} loops only are stable at the
expense of the other loops. This trend nicely correlates with experi-
mental observations.” %

Such a critical diameter of roughly 15nm is never reached
in our simulations: loops hardly attain diameters of 10 nm (see
Figs. 2 and 3). This upper bound can be easily understood based
on geometrical considerations. Having in mind that the supercell
size is a cube of 40 nm edges, it is straightforward that any loop
having a diameter of more than 15 nm would strongly interact with
itself because of periodic boundary conditions. As a consequence, it
would readily anneal or reorganize into dislocation forest. And that
is precisely what is evidenced from FPA calculations (see again
Figs. 2 and 3). On the contrary, loops with diameters smaller than
10 nm may stabilize in the supercell. Their lying planes are indiffer-
ent according to the small formation energy differences they
exhibit, and this explains the results presented above.

However, we observe at the end of the simulations (at around
1 dpa) that the dislocations network—not the loops themselves—
defines domains separated along {110} planes. This provides a clue
that big enough supercells could allow the stabilization of 1(110)
{100} loops at the expense of the other planes.

IV. CONCLUSION

Using two  empirical potentials—Akamatsu™  and
Henkelman'®—we investigate, in the present work, the response of
MgO periclase to damages induced by irradiation. We use the
Frenkel pairs accumulation methodology’>*>*" in order to observe
the evolution of the microstructure with dose. Doing so, we mimic
damages produced by electron irradiation rather than any other
types of irradiations, in the recombination regime at low tempera-
tures’’ where diffusion is hindered. Indeed, the combined effect of
the dose rate and temperature cannot be investigated in the present
work and is, therefore, outside the scope of our conclusions.

With these simulations, we can link the evolution of defects
(vacancies, interstitials, cavities) and dislocations as a function of
the irradiation dose with both lattice swelling—which is related to
the change of lattice parameter—and volume swelling—that is a
measure of the modification of the total volume. This link is possi-
ble because most experimental observations are reproduced—at
least qualitatively—by the simulations done with the two empirical
potentials used, supporting the robustness and the generic charac-
ter of the results in the low temperature regime.

One of the main results of our simulations concerns volume
and lattice swellings. We observe the same divergence between
lattice and volume swellings at around 0.2 dpa as seen experimen-
tally. Below 0.2 dpa, lattice swelling perfectly matches the volume
swelling following a trend”>"~""* observed in Urania, for
example:”' isolated vacancies and interstitials as well as 1(110)
loops contribute in order of appearance to both swellings. Above
0.2dpa, the behavior of lattice and volume swellings diverges.

ARTICLE scitation.org/journalljap

Lattice swelling gently moderates, mainly because loops recombine
into forest dislocations with a strong decrease in dislocation
density. This is again in line with expectations. On the contrary,
volume swelling increases sharply under the action of vacancies.”’
Interestingly, the acceleration of the volume swelling is related to
the occurrence of relatively big voids, made of up to (MgO);6
Schottky defects.

The nucleation and growth of £(110) loops is also carefully
analyzed in the present work. Similar nucleation mechanisms as
reported previously”’—* are observed, which demonstrate that FPA
captures timescales that are far higher than expected. Interstitials of
magnesium and oxygen progressively gather together. They adopt
3D or 2D shapes below (MgO), anti-Schottky, before their stabili-
zation as platelets. These platelets can be defined as loops when
interstitial clusters are of more than (MgO)s anti-Schottky. These
loops further grow seizing interstitials around. Their growth follows
a sublinear law with exponents (for both Akamatsu and
Henkelman potentials) close to experimental estimations at low
temperatures.””~>' However, their lying planes are not limited to
the {110} plane as systematically seen in the experiments.'”**** A
significant part of loops lie in the {001} and {111} planes. This is
likely related to the very similar relative stabilities of small loops in
all the three {001}, {110}, and {111} planes for %(110) loops in sim-
ulations. However, loops with the diameter of more than 15nm
show lower formation energies than the two others, making very
probable their preferential stabilization in very huge super-cells.

One has to mention that apart from the inherent limited
ability of empirical potentials to describe properly dislocations,
foreign ingredients for simulations such as residual stresses, prox-
imity of surfaces, and long range diffusion can also explain the dis-
crepancy with experiments for small loops. As a final remark, no

elongated loop is observed in our simulations—being FPA or static ¢

calculations. This might be related to their size—seen as microme-
ters'>*’—or to any other foreign ingredient mentioned above.
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