Taylor & Francis
Taylor & Francis Group

Materials Research Letters

ISSN: 2166-3831 (Online) Journal homepage: www.tandfonline.com/journals/tmri20

Dose dependence of radiation damage in nano-
structured amorphous SiOC/crystalline Fe
composite

Qing Su, Lloyd Price, Lin Shao & Michael Nastasi

To cite this article: Qing Su, Lloyd Price, Lin Shao & Michael Nastasi (2016) Dose dependence
of radiation damage in nano-structured amorphous SiOC/crystalline Fe composite, Materials
Research Letters, 4:1, 48-54, DOI: 10.1080/21663831.2015.1103796

To link to this article: https://doi.org/10.1080/21663831.2015.1103796

© 2015 The Author(s). Published by Taylor &
Francis.

@ Published online: 29 Oct 2015.

\J
G/ Submit your article to this journal &

||I| Article views: 1401

A
& View related articles &'

PN

(&) View Crossmark data &'

CrossMark

@ Citing articles: 1 View citing articles &

Full Terms & Conditions of access and use can be found at
https://www.tandfonline.com/action/journalinformation?journalCode=tmr|20


https://www.tandfonline.com/journals/tmrl20?src=pdf
https://www.tandfonline.com/action/showCitFormats?doi=10.1080/21663831.2015.1103796
https://doi.org/10.1080/21663831.2015.1103796
https://www.tandfonline.com/action/authorSubmission?journalCode=tmrl20&show=instructions&src=pdf
https://www.tandfonline.com/action/authorSubmission?journalCode=tmrl20&show=instructions&src=pdf
https://www.tandfonline.com/doi/mlt/10.1080/21663831.2015.1103796?src=pdf
https://www.tandfonline.com/doi/mlt/10.1080/21663831.2015.1103796?src=pdf
http://crossmark.crossref.org/dialog/?doi=10.1080/21663831.2015.1103796&domain=pdf&date_stamp=29%20Oct%202015
http://crossmark.crossref.org/dialog/?doi=10.1080/21663831.2015.1103796&domain=pdf&date_stamp=29%20Oct%202015
https://www.tandfonline.com/doi/citedby/10.1080/21663831.2015.1103796?src=pdf
https://www.tandfonline.com/doi/citedby/10.1080/21663831.2015.1103796?src=pdf
https://www.tandfonline.com/action/journalInformation?journalCode=tmrl20

Mater. Res. Lett., 2016
Vol. 4, No. 1, 48-54, http://dx.doi.org/10.1080,/21663831.2015.1103796

‘@7 MATERIALS
RESEARCH LETTERS

www.tandfonline.com/toc/tmrl20/current

Taylor & Francis
Taylor &Francis Group

Dose dependence of radiation damage in nano-structured amorphous
SiOCl/crystalline Fe composite

Qing Su®*, Lloyd Price®, Lin Shao® and Michael Nastasi®¢-4

“Nebraska Center for Energy Sciences Research, University of Nebraska-Lincoln, Lincoln, NE 68583-0857, USA;
bDepartment of Nuclear Engineering, Texas A&M University, College Station, TX 77843-3128, USA; ¢Department
of Mechanical and Materials Engineering, University of Nebraska-Lincoln, Lincoln, NE 68583-0857, USA;
dNebraska Center for Materials and Nanoscience, University of Nebraska-Lincoln, Lincoln, NE 68588-0298, USA

(Received 3 August 2015, final form 30 September 2015)

Through examination of radiation tolerance properties of amorphous silicon oxycarbide (SiOC) and crystalline Fe composite to
averaged damage levels, from approximately 8 to 30 displacements per atom (dpa), we demonstrated that the Fe/SiOC interface
and the Fe/amorphous Fe, Si, O; interface act as efficient defect sinks and promote the recombination of vacancies and interstitials.
For thick Fe/SiOC multilayers, a clear Fe/SiOC interface remained and no irradiation-induced mixing was observed even after
32 dpa. For thin Fe/SiOC multilayers, an amorphous Fe,Si, O intermixed layer was observed to form at 8 dpa, but no further layer

growth was observed for higher dpa levels.

(@) 50 e ()
120 keV He irradiation in Fe/SiOC films

Top surface ©

Top surface

1 20

1T F J/“—’
o
ok Syt 0

200 400 600 800 1000
Depth (nm)

40t A 15 ¥
Fe/sioCc 7| SiO2 | Si -

< m 140 o

g O film [ ; B
o X % 430 &
[a) & * 3
 —

o

(3]

(]

o]

Top surface

e GBS B w,&%_

Keywords: Radiation-Tolerant Materials, Amorphous SiOC, Nanocrystalline Fe, Interface

Developing radiation-tolerant materials with superior
structural integrity and minimum thermal/mechanical
degradation under harsh environments is crucial to
ensure longer and safer life cycles in current and
future reactor designs.[1,2] Various grain boundaries
and interfaces have been introduced as defect sinks
to remove radiation damage and suppress radiation-
induced dimensional and property changes.[3] For
example, grain boundaries in nanocrystalline metals
have proven to assist defect annihilation and enhance
radiation resistance.[4,5] In oxide dispersion strength-
ened steel systems, interfaces between nanoscale oxide
particles and the metal matrix have exhibited enhanced

swelling resistance and creep resistance.[6,7] In addi-
tion, several incoherent interfaces including Cu/Nb,[8]
Cu/V,[9] and Fe/W [10] interfaces have been demon-
strated as efficient defect sinks to promote vacancy
and interstitial recombination. Rather than preventing
microstructure changes in polycrystalline aggregates, a
new kind of irradiation-tolerant material, amorphous
silicon oxycarbide (SiOC), has been developed where
radiation-induced damage is annihilated as fast as it is
created. This unique property is able to allow these alloys
to persist indefinitely in an externally driven steady state,
with time-invariant structures and properties. Previous
studies have shown that SiOC alloys remain amorphous
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after both room temperature (RT) and 600°C irradia-
tion with damage levels up to 20 displacement per atom
(dpa).[11,12] To step toward applications, an amorphous
SiOCl/crystalline Fe composite has been developed.
a-Fe was as a model material for steel.[13] The devel-
oped «-Fe/amorphous SiOC composite showed radia-
tion stability after irradiation to 1.3 dpa at RT where
the crystalline/amorphous interface was very effective
at annihilating point defects and enhancing radiation
tolerance.[14]

While the crystalline/amorphous interface in Fe/
SiOC composites has been shown to effectively remove
defects, the limit to which Fe/SiOC multilayers can sus-
tain radiation damage remains unclear. Also, how the
interface density affects the irradiation stability of the
Fe/SiOC layered system needs to be further studied.
The main purpose of the present work is to investi-
gate irradiation stability of the Fe/SiOC interface and
the capacity of these interfaces in absorbing radiation-
induced defects spanning a fluence range from 4 x 10
to 8 x 10*!' ions/m?.

In this work, magnetron sputtering was used to fab-
ricate nano-structured Fe/SiOC multilayer films with
well-controlled individual layer thicknesses. Also, pure
nanocrystalline a-Fe films with a thickness of 180 nm
were prepared for comparison. The base pressure was
9.8 x 107°Pa or lower prior to depositions. The typ-
ical Ar partial pressure used for film deposition was
0.65 Pa. Nanocrystalline Fe layers were obtained by
using DC magnetron sputtering, while amorphous SiOC
layers were synthesized by radio frequency co-sputtering
from SiO, and SiC targets at RT. All films had a similar
total thickness of approximately 420 nm and the individ-
ual layer thickness was controlled by deposition time.
In thick Fe/SiOC multilayer films, Fe and SiOC layers
are 60 and 80nm in thickness, respectively. The indi-
vidual layer thickness for thin Fe/SiOC multilayer films
is 14nm. The detailed microstructure characterization
of as-deposited Fe/SiOC multilayers can be found in
reference [14].

The Fe/SiOC multilayers and pure Fe films
were irradiated together at RT using 120keV He
jons. The total fluences of 2 x 10%', 5 x 102! and
8 x 10%!ions/m? were used to create an average of
approximately 8, 20 and 32 dpa of damage in these films,
respectively. The dose rate was 3.43 x 10'? ions/second
and the estimated wattage was 0.66 W/cm?. The sample
temperature was never above even 40°C during the irra-
diation. The cross-sectional microstructures of Fe/SiOC
multilayers and pure Fe films before and after irradiation
were characterized by transmission electron microscopy
(TEM). All cross-sectional TEM specimens were pre-
pared by conventional dimple and grinding followed by
ion-milling. To reduce the ion-milling damage, a low
energy (3.5keV) and a low angle (5°) were selected.
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A FEI Tecnai G2 F20 TEM with an operation voltage
of 200kV was employed to characterize microstruc-
tures. Depth-dependent damage and defect concentration
profiles were calculated by the Stopping and Range of
Ions in Matter (SRIM)-2008 using the detailed calcu-
lation with full damage cascades option in the SRIM
software.[15] The displacement energies for Fe, Si, O
and C elements were taken as the default values in the
SRIM software, which were 25¢eV for Fe, 15¢eV for Si
and 28 ¢V for O and C. The density of this Fe—Si,O,C
layer used for the simulation was 7.8 x 10?2 ions/cm’.

To maximize displacement creation efficiency and
minimize He doping in the films, 120keV He ions
were selected for the irradiation. Different fluences of
2 x 10%', 5 x 10?! and 8 x 10*! ions/m? were applied
to examine the structure evolution as a function of doses.
Figure 1(a), 1(b) and 1(c) shows the depth profiles of
dpa values and helium concentrations in the Fe, thin and
thick Fe/SiOC films with a fluence of 2 x 10%! ions/m?,
respectively. The results were obtained by using the
SRIM simulation.[15] Because the dpa values and
helium concentrations of the films are proportional to the
total fluence, the damage depth profile of other fluences
can be obtained by multiplying the factor of fluence.
From Figure 1(a) and 1(b), the He™ irradiation with a
dose of 2 x 102! ions/m? results in an approximate aver-
age of 5.5dpa in the pure Fe films and 8 dpa in the Fe
layers of the Fe/SiOC multilayer films. For the simula-
tion of Fe/SiOC multilayers, the dpa value in Fe layers
is approximately 3—4 times higher than that of the SiOC
layer next to it. For pure Fe films, the majority of He
ions came to rest in the Si substrate, while in irradi-
ated Fe/SiOC composite films, there was a negligible
amount of He in the near-surface region ( <200nm)
and a notable amount of He close to the film/substrate
interface. Therefore, the surface regions were selected in
this study for examining pure irradiation-induced defect
formation effects.

Figure 2(a) and 2(b) shows the cross-sectional TEM
micrographs of thin and thick Fe/SiOC films after irra-
diation to 8dpa at RT. The SiOC layers retain their
amorphous state and no defect clusters are observed
in the Fe layer. The glassy features are further con-
firmed by corresponding selective area diffraction (SAD)
patterns shown as insets in Figure 2(a) and 2(b), respec-
tively. Both SAD patterns exhibit ring diffraction pat-
terns with similar interval spacing, suggesting body-
centered cubic (BCC) structure of Fe. In addition, a
diffuse halo around the central beam indicates the amor-
phous nature of the SiOC layers. The results suggest that
Fe/SiOC crystalline/amorphous interfaces and Fe grain
boundaries act as highly efficient defect sinks, enhanc-
ing point-defect recombination in Fe and maintaining the
amorphous structure in SiOC. For thick Fe/SiOC films
after irradiation, sharp Fe/SiOC interfaces are clearly
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The depth profile of radiation damage and helium concentration for (a) nanocrystalline Fe, (b) thick and (¢) thin Fe/SiOC

multilayer which is simulated by SRIM (dose of 2 x 102! ions/m?).

observed, indicating no irradiation-induced mixing or
no secondary phase formation between the Fe layers
and the amorphous SiOC layers. Compared with thick
Fe/SiOC films after irradiation, the thin Fe/SiOC sample
develops amorphous intermixed layers between Fe and
SiOC layers near the film/substrate region. Figure 2(c)
shows the typical TEM micrograph of those amorphous
intermixed layers. Energy-dispersive X-ray (EDX) spec-
troscopy results, not shown here, indicate that the inter-
mixed layer consisted of Fe, Si and O elements. At this
point, it is unclear why intermixing is observed in the
thin Fe/SiOC multilayers. One possibility is the greater
number of interfaces adds an addition mixing driving
force to the system, as suggested by Liu et al. [16,17]
Liu et al. have shown that interfaces can assist ion-beam
mixing in several immiscible metallic systems even with
a large positive heat of mixing.

Because there is a damage level gradient in the
multilayer samples, as seen in Figure 1(b), the aver-
aged intermixed layer thickness as a function of dam-
age in Fe layers can be calculated, and is plotted in
Figure 2(d). It is shown that the averaged intermixed
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layer thickness increases in a linear manner as the dam-
age level increases in the dpa range from approximately
4.5 to 14. After 14 dpa, there is little further intermixing.
To depict the overall trend of intermixed layer thick-
ness as a function of damage level up to approximately
56 dpa, the results obtained in thin Fe/SiOC sample
after an approximate 32 dpa irradiation (Figure 3(a) and
3(b)) are also plotted as red points in Figure 2(d). To
examine any difference in the chemical components for
the intermixing layer under different dpa, EDX spec-
troscope element line scan has been carried out for the
first 5 alternating Fe/SiOC layers, seen in Figure 2(e).
The EDX results present similar Fe/Si EDX peak shape
and width, suggesting that the chemical components
for the intermixing layer do not vary under differ-
ent dpa. The results indicate that the existence of an
intermixed layer blocks further Fe, Si and O diffusion,
which benefits the layer stability in accord with pre-
vious results.[18] It is also interesting to note that the
intermixed layer (Fe,Si,O.) is amorphous after irradi-
ation. Wang et al. reported that fayalite (Fe,SiO4) was
easily amorphized at doses <0.2dpa.[19] Therefore,
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Figure 2. The typical cross-sectional TEM images of (a) thin, (b) thick Fe/SiOC multilayers after RT irradiation (dose of
2 x 10?" ions/m?). (c) A high-magnification cross-sectional TEM micrograph of thin Fe/SiOC multilayer exhibiting an inter-

mixed layer between Fe and SiOC layers. (d) The intermixed layer thickness as a function of damage levels in Fe layers. (¢) The
EDX line scan results of thin Fe/SiOC multilayers after RT irradiation (dose of 2 x 102! jons/m?).

the crystalline/amorphous interface transforms from a To further investigate the structural stability of
Fe/SiOC interface to a Fe/Fe,Si, O. interface and keeps Fe/SiOC films at increased fluence, He' irradiations
acting as a point-defect sink. with a dose of 8 x 102! ions/m?> were conducted. The
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Figure 3. The typical cross-sectional TEM images of (a) thin, (c) thick Fe/SiOC multilayers after RT irradiation (dose of
8 x 102! ions/m?). The corresponding scanning transmission electron microscopy (STEM) images are shown as (b) and (d),

respectively.

typical cross-sectional TEM images of thin and thick
Fe/SiOC multilayers after irradiation with a dose of
8 x 10*'ions/m? are shown in Figure 3(a) and 3(c),
respectively. With such a high dose, the average dam-
age level in Fe/SiOC reaches up to 32 dpa. However,
there is no layer breakdown for either thin or thick mul-
tilayer samples. Meanwhile, the Fe layers retain a BCC
structure and the SiOC layers remain amorphous, which
is confirmed by the corresponding SAD patterns shown
as insets of Figure 3(a) and 3(c). Both the SiOC and Fe
layers show no evidence of void formation at this dpa
level. To further examine the composition profile of thin
and thick Fe/SiOC multilayers after 32 dpa irradiation,
scanning transmission electron microscopy (STEM) was
conducted under a high-angle annular dark field condi-
tion. The corresponding STEM images of Figure 3(a)
and 3(c) are presented as Figure 3(b) and 3(d), respec-
tively, where the contrast is roughly proportional to the
atomic number square (Z2, also called Z-contrast imag-
ing). Figure 3(b) clearly exhibits an alternating Fe and
SiOC layer structure. A light contrast layer is observed
between the bright contrast Fe layer and the dark contrast
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SiOC layer, indicating the formation of a Fe,Si, O; layer.
Note that the thickness of all Fe,Si, O; layers is approx-
imately 7nm. These data show that the layer structure
is maintained up to 32 dpa and that the Fe,Si, O, layer
thickness does not further increase at these damage lev-
els. Compared with thin Fe/SiOC multilayers, there is
no intermixed layer observed for the thick Fe/SiOC mul-
tilayer samples after irradiation. A very clear Fe/SiOC
interface is visible in Figure 3(d). All of the results
demonstrate that these crystalline/amorphous interfaces
can act as highly efficient defect sinks to enhance point-
defect recombination, therefore benefiting the structure
stability.

Because both crystalline/amorphous interfaces and
Fe grain boundaries are capable of assisting defect anni-
hilation, a question naturally arises as to whether only
crystalline/amorphous interfaces or only Fe grain bound-
aries work as efficient defect sinks in preventing defect
complex formation and in maintaining layered struc-
ture stability. To address the question, the irradiations
were conducted on pure «-Fe films. Figure 4(a) and 4(c)
presents the typical cross-sectional TEM images of pure
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(b)

Figure 4. The ty]zaical cross-sectional TEM images of (a) Fe film, (b) thick Fe/SiOC multilayers after RT irradiation (dose

of 2 x 10?! ion/m
5 x 10%! ion/m? is shown as (c) and (d), respectively.

a-Fe film after RT irradiation with a dose of 2 x 10!
and 5 x 102! ions/m?, respectively. There are no indica-
tions of defect cluster formation in the nanocrystalline
Fe films after 5.5 and 13.8 dpa irradiation. Compared
with bulk Fe, small defect clusters have been observed
even after 0.01 dpa irradiation.[20,21] The presence of
a large density of grain boundaries results in the sup-
pression of defect cluster formation in nanocrystalline
Fe films and similar results have been shown in recent
simulation work.[4,5] The other main feature in irradi-
ated pure Fe films is the increased Fe grain size, which
is also observed in Fe/SiOC multilayer systems.

To have a fair comparison with irradiated pure Fe
films (Figure 4(a) and 4(c)), cross-section TEM micro-
graphs of thick Fe/SiOC films with same dose are
shown as Figure 4(b) and 4(d), respectively. Figure 5
summarizes the averaged Fe grain size as a function
of irradiation damage level in both pure Fe films and
thick/SiOC multilayer samples. It can be seen that, under
the same irradiation damage level, there is a sharper
increase in Fe grain size in pure Fe films compared to
that in the thick Fe/SiOC multilayer sample. The primary
reason for the increased Fe grain size after irradiation
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). Microstructure evolution of Fe film and thick Fe/SiOC multilayer after RT irradiation with a dose of

is irradiation-enhanced diffusion. Irradiation processes
result in multi-displacement cascades which create iso-
lated defects (vacancies and interstitials) and defect clus-
ters. The surviving isolated defects and defect clusters
increase the overall concentration of mobile defects of
the system, which is directly related to the diffusion
rate.[22] The smaller increase in Fe grain size in the
Fe/SiOC multilayer system suggests that there is a lower
concentration of mobile defects in Fe/SiOC multilayers
compared to that in the pure Fe layer during irradia-
tion. This implies that not only the Fe grain boundaries,
but also the crystalline/amorphous interfaces are act-
ing as efficient defect sinks to promote interstitials and
vacancies recombination and to enhance the irradiation
stability of the system.

In summary, we examined the dose-dependent radi-
ation stability of the Fe/SiOC composite system after
RT irradiation. An average of approximately 8, 20 and
32 dpa of damage was applied in these films. After irra-
diation, no point-defect clusters were observed in the Fe
and SiOC layers and the SiOC layers remained amor-
phous. For thick Fe/SiOC multilayers, clear Fe/SiOC
interfaces remained and no irradiation-induced mixing
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has a sharper increase compared to that of the thick Fe/SiOC
multilayer sample.

was observed, suggesting good stability of the crys-
talline Fe/amorphous SiOC interface and RT radiation
stability. For thin Fe/SiOC multilayers, the layered struc-
ture remained even after a 32dpa irradiation, but an
amorphous Fe,Si, O, intermixed layer formed between
the Fe and SiOC layers during irradiation. The aver-
aged intermixed layer thickness increased linearly as the
damage level increased in the dpa range from approx-
imately 4.5 to 14. After 14 dpa, there was little or no
increase in the intermixed layer thickness. The new crys-
talline Fe/amorphous Fe,Si, O; interface also acted as an
efficient defect sink. Fe grain growth was observed in
both pure Fe layers and Fe/SiOC multilayers after irra-
diation. But the Fe grain growth was less in Fe/SiOC
multilayers compared to that in pure Fe films, indicat-
ing greater suppression of irradiation-enhanced diffusion
in Fe/SiOC multilayers. All the findings strongly sup-
port that Fe/SiOC, Fe/Fe,Si,O. crystalline/amorphous
interfaces and Fe grain boundaries act as efficient defect
sinks, benefiting overall structure stability.
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