SCIENTIFIC REPLIRTS

lon irradiation induced structural
modifications and increase in
“elastic modulus of silica based
s oee thin films

Published: 10 January 2017 g A Shojaee?, Y. Qi%, Y. Q. Wang?, A. Mehner® & D. A. Lucca?

lon irradiation is an alternative to heat treatment for transforming organic-inorganic thin films to a
ceramic state. One major shortcoming in previous studies of ion-irradiated films is the assumption that
constituent phases in ion-irradiated and heat-treated films are identical and that the ion irradiation
effect is limited to changes in composition. In this study, we investigate the effects of ion irradiation
on both the composition and structure of constituent phases and use the results to explain the
measured elastic modulus of the films. The results indicated that the microstructure of the irradiated
films consisted of carbon clusters within a silica matrix. It was found that carbon was presentin a
non-graphitic sp?>-bonded configuration. It was also observed that ion irradiation caused a decrease

in the Si-O-Si bond angle of silica, similar to the effects of applied pressure. A phase transformation
from tetrahedrally bonded to octahedrally bonded silica was also observed. The results indicated the
incorporation of carbon within the silica network. A combination of the decrease in Si-O-Si bond angle
and an increase in the carbon incorporation within the silica network was found to be responsible for the
increase in the elastic modulus of the films.

Silicon oxycarbide, or black glass, consists of a chemical structure where silicon is simultaneously bonded to
carbon and oxygen!. Depending on processing history and chemical composition, silicon oxycarbide materials
are composed of different phases including silicon, silica, silicon carbide, and free carbon clusters?. Silica is the
major phase in silicon oxycarbide and unlike other phases is always present in silicon oxycarbide materials. In
sol-gel derived films, the Si-O-Si network develops in the early stages of the process and during gelation. Free car-
bon clusters exist in heat-treated silicon oxycarbides if there is excess carbon, i.e., more carbon than the amount
required for saturation of the silicon valences. In silicon oxycarbides derived from the ion irradiation of sol-gel
thin films, carbon clusters are the result of C-H bond breaking during ion irradiation, where free carbon atoms
either bond with other carbon atoms to form clusters of free carbon or bond with silicon atoms to enter the silica
network. Films with a high concentration of silicon and carbon and a low concentration of oxygen may exhibit
silicon carbide. Similarly, the presence of a high concentration of silicon may lead to the formation of a separate
silicon phase.

Silicon oxycarbide is traditionally made from controlled pyrolysis of hybrid organic-inorganic compounds
containing elements including silicon, hydrogen, carbon, oxygen, and nitrogen®. However, it is possible to con-
vert the films with ion irradiation instead of heat treatment*°. Ion irradiation offers the advantage of controlled
release of specific elements”® and previous work has shown increased hardness of ion-irradiated films when
compared with heat-treated films’.

The microstructure of silicon oxycarbide ceramics produced by heat treatment has been extensively stud-
ied>19-12, whereas investigation of ion-irradiated films has been limited. In addition, understanding of the effects
of ion irradiation on the atomic structure and properties of the constituent phases of ion-irradiated silicon oxycar-
bides does not exist. An underlying assumption in previous studies on ion-irradiated silicon oxycarbide films®!>!*
has been that the atomic structure of the phases (e.g., Si-O-Si bond angle, configuration of carbon atoms in free
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Figure 1. Variations in the atomic concentration ratio of carbon, oxygen, and hydrogen to silicon after
irradiation with (a) 1 MeV Cut*, (b) 4 MeV Cu?**, and (c) 9MeV Cu’" ions.

carbon clusters) is identical in heat-treated and ion-irradiated films. It is further assumed that the effect of ion
irradiation is limited to changes in the chemical composition and concentration of the phases. However, there
are indications that the energy deposited during ion irradiation alters the atomic structure of individual phases
including amorphous silica, carbon, and the SiO,C, tetrahedra at the interface of carbon and amorphous silica.
The present study focuses on an investigation of the changes in both the chemistry and atomic structure of the
constituent phases, and the effects of microstructure, the phases present and their atomic structure, on the elastic
moduli of ion-irradiated silicon oxycarbide thin films.

Results and Discussion

Chemical composition of the ion-irradiated films. Figure 1 shows the changes in the atomic concen-
tration ratio of oxygen, hydrogen, and carbon when compared to silicon as a function of irradiation fluence for
different ion energies, obtained from elastic recoil detection (ERD) and Rutherford backscattering spectrometry
(RBS). A decrease in hydrogen, carbon, and oxygen concentration ratio is observed with increasing fluence for
all ion energies. Hydrogen release is more pronounced than oxygen or carbon release, irrespective of the ion
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Figure 2. Raman spectra of ion-irradiated films after irradiation with (a) 1 MeV Cu™ (b) 4 MeV Cu*" and
(c) 9MeV Cu’* ions at different fluences.

energy used. In general, ion irradiation of polymers typically leads to hydrogen loss!>*"7, as molecular hydrogen
can escape the irradiation target easily due to the small size of the hydrogen molecules's. Some carbon loss is also
expected due to the escape of carbon and hydrogen in the form of CH,". However, oxygen loss and excessive
carbon loss, while not unprecedented?*-?, are not common. Previous studies on the bond dissociation energies
of TEOS and similar compounds reveal that the dissociation of organometallic compounds to form oxygen con-
taining gases requires higher energy than simply breaking C-H bonds?*-%¢. This may explain the higher oxygen
and carbon loss as a result of increasing ion energy and fluence, and thus an increase in the total deposited energy.

Atomic structure of the free carbon clusters. Raman spectroscopy was performed to study the nature
of the free carbon formed after ion irradiation. The Raman spectra of the green films were overwhelmed by a
broad background emission, most probably due to intermediate organic materials. Figure 2(a) shows the Raman
spectra of the films after irradiation with 1 MeV Cu* ions. No Raman modes from the films are observed after
irradiation with fluences of 10'* and 10'ions/cm?. The background emission observed after irradiation with
1MeV Cu™ ions with a fluence of 10'*ions/cm? may have originated from intermediate organic compounds. The
Raman spectra of the films after irradiation with 1 MeV Cu™ ions with fluences of 10'* and 10'®ions/cm? exhibit
carbon-related D and G modes, two broad modes centered at approximately 1350 and 1560 cm ™, as expected
from the Raman spectra of amorphous carbon?”?%. The strong background emission in the film irradiated with a
fluence of 10'*ions/cm? is related to the hydrogenation of free carbon clusters. The background signal originates
from an electron hole pair recombination within sp?>-bonded clusters, and the intensity of background emission
is proportional to hydrogen concentration, primarily due to the saturation of non-radiative recombination sites
(i.e., dangling bonds) by hydrogen?. The background emission disappears after irradiation with 1 MeV Cu™ ions
with a fluence of 10'®ions/cm?, which is consistent with the reduced hydrogen concentration of the film after irra-
diation at this fluence (Fig. 1(a)). The Raman spectra of the films irradiated with 1 MeV Cu* ions were fitted using
two Gaussian peaks for the D and G modes. Following the method proposed by Ferrari et al.”’, and based on the
intensity ratio of the D mode to G mode and the spectral center of the G mode, the results indicate that the carbon
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Figure 3. C 1s XPS spectra of the ion-irradiated films. The vertical lines indicate the position of sp2- and sp3-
bonded carbon peaks.

clusters formed after irradiation are fully amorphous sp>-bonded carbon, where only a limited sp>-bonded carbon
concentration might be present. Based on the lower G mode spectral center and D to G mode intensity ratio of
the film irradiated with a fluence of 10'°ions/cm?, it can be stated that this film has a higher degree of damage in
its graphitic six-fold rings than the film irradiated with a fluence of 10" ions/cm? However, no sign of sp*>-bonded
carbon is observed in either films.

Figure 2(b,c) show the Raman spectra of the films after irradiation with 4 MeV Cu*" and 9 MeV Cu®* ions. The
films irradiated with a fluence of 10'*ions/cm? exhibit no carbon-related Raman modes. No visible Raman mode
is observed after irradiation with 4 MeV Cu?* with a fluence of 10**ions/cm? After irradiation with 9 MeV Cu*
ions with a fluence of 10**ions/cm? some evidence of carbon-related Raman modes is observed between 1100 and
1700 cm™'. However, the Raman modes are too weak to draw a conclusion about the nature of the free carbon
clusters. The specimens irradiated with 4 MeV Cu?* and 9 MeV Cu*" ions with 10'* and 10'®ions/cm? fluences
exhibit a broad Raman mode centered at approximately 1430 cm™! that cannot be deconvolved into D and G
modes. Even though the amorphous carbon Raman response usually consists of D and G modes, there are cases
where the Raman response of amorphous carbon is a single mode centered around 1430 cm~"3%-%". This peak is
usually observed in silicon carbide®*?1**3 or germanium-carbon compounds®***+3¢¥’ and always in irradiated or
sputtered specimens. The Raman mode was first observed by Gorman et al.**, in amorphous silicon carbide, and it
was confirmed that this Raman mode originated from homonuclear carbon bonds. It has been attributed to both
sp?-bonded carbon (but not in graphitic six-fold rings)*” and sp*>-bonded***¢ carbon. Previous theoretical studies
using an embedded-ring approach (ERA), and first principles density functional theory (DFT)*, have predicted
a Raman mode at 1444 cm ™! due to either the A}, vibrational mode of a five or seven member sp>-bonded ring or
linearly aggregated graphitic six-fold rings. However, since no additional D and G modes are observed, this mode
has not originated from linearly aggregated graphitic rings. It should also be noted that no sp>-bonded carbon
Raman mode is expected at wavenumbers higher than 1400 cm™! 40 Thus, it can be concluded that the free carbon
clusters formed in the films after irradiation with 4 MeV Cu?* and 9 MeV Cu’" ions are sp>-bonded carbon,
arranged in a configuration other than graphitic six-member rings (e.g., five or seven member rings).

The C 1s XPS spectra of the films can also be utilized to investigate the nature of bonding in free carbon
clusters. Figure 3 shows the C 1s XPS spectra of the films after irradiation with 4 MeV Cu?* ions with a fluence
of 10 ions/cm? and 9 MeV Cu*" ions with a fluence of 10'ions/cm? The C 1s spectra of both films consists
of a main peak located at 284.4 eV, originating from C-C bonds, along with a shoulder at 287-290eV due to
C=0 bonds*. The asymmetric broadening of the C-C peak is probably due to the contribution from the C-O-C
peak at 286.5eV*2. The C 1s peaks of diamond (sp>-bonded) and graphite (sp>-bonded) are located at 285.3 eV
and 284.4 eV, respectively*>*4. By comparing the spectral center of the C-C peak with the location of the sp*-
and sp3-bonded carbon, it is possible to identify the nature of free carbon and the concentration of sp?- and
sp>-bonded carbon****, The results presented in Fig. 3 show that the carbon formed after irradiation with 4 MeV
Cu?* and 9MeV Cu’* jons is almost entirely sp>-bonded, further confirming the results from Raman spectros-
copy that no sp>-bonded carbon has formed in the ion-irradiated films. The C-C peak in the C 1s spectra is not
sensitive to the atomic configuration of carbon (i.e., five, six, or seven member rings) and so, the position of the
peak is independent from the atomic configuration of sp>-bonded carbon.

Evolution of the amorphous silica network. Figure 4 shows the FT-IR spectra of the ion-irradiated
films. The FT-IR spectra of the green film and films irradiated with lower fluences (10'* and 10'*ions/cm?) exhibit
peaks related to organic materials. The FT-IR peaks at 750-800 cm ™, 1275cm ™, 1450 cm ™, 1670 cm ™!, and 2850
to 3000 cm ™! are related to the starting organic materials. The intensity of the peaks related to the organic materi-
als decreases with increasing fluence for all ion energies. The decrease in the intensity of the mentioned peaks is
consistent with the decrease in hydrogen concentration of the irradiated films (Fig. 1). The peaks between 2300
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Figure 4. FT-IR spectra of films irradiated with different fluences with (a) 1 MeV Cu+, (b) 4 MeV Cu2+, and
(c) 9MeV Cu3+ ions. The peaks indicated on the figure are related to ® SiC-CH; bonds, @ tetrahedrally bonded
silica peaks (TO, LO, and O-Si-C peaks), ® C-H bonds in Si-CH3, @ O-H bonds, ® C-O bonds from carbon
dioxide in the air, and ® C-H, (= 1,2,3) bonds.

and 2500 cm ™! are related to C-O bonds from air and insufficient background subtraction. The fringe patterns
between 1200-2000 cm ™! are related to atmospheric water vapor®.

There are three observable FT-IR peaks, related to the tetrahedral silica network, located between 900 and
1300 cm ™. In addition to the two main transverse optical (TO) and longitudinal optical (LO) peaks (located
at approximately 1080 and 1200 cm™}, respectively), the introduction of carbon within the silica network
and the formation of carbon-rich SiO,C, tetrahedra (O-Si-C bonds) gives rise to an additional peak around
1140 cm~!4647 manifested as the broadening and merging of the TO and LO peaks. The intensity ratio of the
TO to LO peaks may be used as a measure of porosity**-*°, where the LO peak is not expected in the absence of
porosity. In addition, the spectral center of the TO peak is a measure of the Si-O-Si bond angle in silica, which by
itself, is an indication of the structural compaction of the silica network (a decrease in free volume which results
in an increase in density of the silica).

After irradiation with 1 MeV Cu" ions with fluences of 10" and 10'*ions/cm?, no significant changes in the
silica-related FT-IR peaks of the films are observed. However, a further increase in the fluence leads to the devel-
opment of an O-Si-C related peak and the elimination of the LO peak. After irradiation with the highest fluence
(10'¢ions/cm?), the position of the TO peak is shifted to 1030 cm™'. The Si-O-Si bond angle can be estimated from
the TO peak position®>? where the TO spectral center of 1030 cm ™! corresponds to a bond angle of 130°.

The decrease in the Si-O-Si bond angle after ion irradiation is related to the combined effects of thermal
spikes, defined as the local melting and fast quenching of formed localized melt during ion irradiation, and
induced defects (vacancies and interstitial atoms) during ion irradiation®*-*¢. Thermal spikes cause local melting
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and a subsequent quenching that yields a more compact atomic structure (i.e., smaller bond angle)*. In addi-
tion, induced point defects during ion irradiation and a subsequent structural relaxation (re-orientation and
re-bonding of tetrahedra®°*>) also leads to a decrease in the Si-O-Si bond angle>***. It should be noted that
both experimental results®® and molecular dynamics simulations®*** indicate that the atomic structure of silica
compacted by irradiation with photons, electrons, neutrons, and ions is similar to the atomic structure of silica
compacted by applied pressure. In addition, it has been shown that the vibrational states of silica after compac-
tion with ion irradiation is similar to the vibrational states of silica after compaction with applied pressure®. In
addition to irradiation induced effects, the introduction of carbon into the silica network, and the distortion of
electron clouds and electrostatic forces also causes a decrease in the Si-O-Si bond angle*. For comparison, the TO
peak spectral center for the film heat-treated at 800 °C in air was measured to be at 1080 cm ™, corresponding to
a bond angle of 144°, which is the reported bond angle of fused silica.

Irradiation with 4 MeV Cu?* ions with fluences of 10" and 10'ions/cm? does not change the silica-related
FT-IR peaks of the irradiated films. However, after ion irradiation with fluences of 10'° and 10'®ions/cm? a
decrease in the peak position of the TO peak, and the elimination of the LO peak is observed. The TO peak
spectral center in the FT-IR spectrum of the 4 MeV Cu?" irradiated film with a fluence of 10*®ions/cm? shifts to
1015cm™". This spectral center corresponds to a Si-O-Si bond angle of 124°, indicating a more compact silica
network and the presence of mainly three- and four-fold tetrahedra rings.

After irradiation with 9 MeV Cu®' ions at 10'° and 10'®ions/cm?, all the previously observed FT-IR silica
peaks disappear. The only visible peak is a broad FT-IR peak between 600 and 900 cm ™! and a wavy background
between 1300 and 3000 cm ™. The background pattern originates from the small thickness of the films and inter-
nal reflections that give rise to a wavy sinusoidal background pattern®. The broad peak between 600 and 900 cm™!
originates from the partial transformation of silica from tetrahedral to octahedral coordination. Williams and
Jeanloz® studied the effects of pressure on the infrared spectra and atomic structure of amorphous silica. They
noted that with increasing pressure, the intensity of tetrahedrally coordinated silica (SiO, tetrahedra) peaks
around 1100cm™! (LO and TO peaks) was reduced significantly, relative to the intensity of the new peaks between
600 and 900 cm ™. The bending and stretching of O-Si-O bonds in octahedrally coordinated silica (SiOg octahe-
dras) has vibrational peaks in the same region. Other studies have also noted that with increasing applied pres-
sure, the SiO, tetrahedra peaks disappear and evidence of additional SiO¢-related vibrational peaks are visible in
the infrared spectra®"¢2 This phase transition of silica has been observed by both X-ray absorption® and Raman
spectroscopy® at higher pressures. The shift from tetrahedral to octahedral coordination is gradual®-*’, and so at
the initial increase in coordination number, the FT-IR spectra of the silica is defined by a broad featureless peak
between 600 and 900 cm ! and the absence of SiO,-related peaks between 900 and 1300 cm ™. It should be noted
that the broad featureless peak originates from the small size of octahedrally coordinated clusters®2. It is also a
feature of the FT-IR spectra of ion-irradiated films that the small size of the formed compounds may render the
well-defined peaks into broad featureless peaks®.

The driving force behind this transformation under applied pressure has been attributed to the structural
changes in silica to accommodate the compaction. As the pressure increases, the ring size of the silica tetrahedra
decreases from six to three or four, but with further increase in applied pressure and a constant decrease in bond
angle, the coordination number changes to a more efficient packing coordinate, i.e., octahedral, to accommodate
the high pressure®. Irradiation with energetic ions and the resulting bond scission, disorder, and thermal spikes
simulates the pressure induced changes. Irradiation with 1 MeV Cu™ and 4 MeV Cu** ions decreases the bond
angle, in the same way that higher applied pressure results in a smaller bond angle, and after irradiation with
9MeV Cu’" ions, there is a change in the coordination number of silica to accommodate the higher compaction
of the atomic structure.

To further support this reasoning, the silica Raman modes were also investigated. Figure 5 shows the Raman
spectra of the films after irradiation with a fluence of 10'°ions/cm? for all ion energies investigated. The main two
observable Raman modes are located at approximately 450 and 720 cm™}, corresponding to the w, Raman mode
of amorphous silica, and carbon incorporated amorphous silica®, respectively. The Raman spectra were fitted
with two Gaussian peaks. With increasing ion energy and irradiation fluence, there is an increase in the spectral
center of the w; mode up to 490 cm™! for the 9MeV Cu*" irradiated film with a fluence of 10'®ions/cm?. In addi-
tion, the 720 cm ™! mode disappears after irradiation at this fluence. The increase in the spectral center of the w,
mode is similar to the results of previous studies on the Raman response of silica under pressure and is related
to the decrease in the Si-O-Si bond angle and the formation of three- and four-fold tetrahedra rings®*”. The dis-
appearance of the Raman mode at 720 cm ™! and a decrease in the intensity of the w; mode after irradiation with
the 9MeV Cu’* ions is related to the changes in the coordination of silicon in amorphous silica. The presence of
different coordinations and silicon sites results in broadening of the Raman modes and a decrease in intensity. In
addition, the changes in coordination number may induce a decrease in the polarizability of the silicon and oxy-
gen ions and a decrease in Raman intensity®’. The Raman results confirm the FT-IR results which indicate that the
silica network formed after ion irradiation is similar to the silica network after the application of high pressure.

In addition, XPS Si 2p core level spectra of the films after ion irradiation and heat treatment were also col-
lected. Figure 6 shows the Si 2p core level spectra of the films after irradiation with 9 MeV Cu’®* jons with a fluence
of 10'®ions/cm? and 4 MeV Cu?* ions with a fluence of 10'*ions/cm? For comparison, the XPS spectrum of the
heat-treated film at 800 °C is also included. The Si 2p spectra of silicon oxycarbide films after heat treatment can
be considered as a combination of various SiO,C, (SiO,, SiO,C, SiO,C,, SIOC;, as well as SiC,) tetrahedra”, with
SiO, positioned at 103.5 eV, SiC, located at 100.3 eV, and the rest positioned in the middle. Any shift to lower
binding energies indicates the incorporation of carbon in the silica network and the formation of carbon-rich
§iO,C, tetrahedra” ">, As shown in Fig. 6, after irradiation with 4 MeV Cu’* ions with a fluence of 10" ions/cm?,
when compared to the heat-treated films, there is a shift toward lower binding energies and an asymmetric broad-
ening of the peak. This is in agreement with the FT-IR results and indicates the incorporation of carbon within
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Figure 6. Si2p core level XPS spectra of the ion-irradiated thin films.

the silica network. A further shift toward lower binding energy is also observed after irradiation with 9 MeV Cu**
ions with a fluence of 10'®ions/cm? However, this shift cannot be solely related to carbon incorporation within
the silica network, as the partial transformation of tetrahedrally to octahedrally coordinated silica also decreases
the binding energy of silicon due to the higher extra-atomic relaxation energy in octahedrally coordinated silica
in comparison with tetrahedrally coordinated silica’”. It should be noted that based on the binding energy of the
Si 2p peak, it can be concluded that the concentration of SiC in the films is negligible.

Both Raman and XPS results confirm the presence of a silica network within the films, even though
silica-related FT-IR peaks between 900 and 1300 cm™! are not observed after ion irradiation at the highest energy
and fluences. In addition, the results also confirm a gradual transition toward a more compact silica network with
increasing ion energy and fluence.

Microstructure of the silicon oxycarbide thin films. There has been extensive discussion in the litera-
ture about the microstructural configuration of silica and carbon within silicon oxycarbides. Previous studies on
heat-treated silicon oxycarbide materials have suggested two models for the microstructural configuration of car-
bon and silica: either an interconnected network of graphene or turbostratic carbon with silica nanodomains’®”?
or a porous silica network with isolated free carbon clusters filling the voids®’8. However, the formation of an
interconnected network in ion-irradiated films is unlikely. Ion irradiation deposits energy locally and further
ion scattering may or may not lead to a near-homogenous distribution of energy within the irradiation target.
Previous studies have confirmed that the microstructure of ion-irradiated polymer-derived silicon oxycarbide
films consists of isolated carbon clusters oriented along the direction of the ion tracks within an amorphous silica
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Figure 7. Microstructural configuration of films irradiated with different ion energies after irradiation with a
fluence of 10'¢ions/cm?, (a) 1 MeV Cu, (b) 4MeV Cu?*, and (c) 9 MeV Cu’* ions.

network!47#0 In addition, the lack of the carbon-related D and G modes in the Raman spectra of the films also
indicates that the formation of an interconnected graphitic network is unlikely.

A schematic of the proposed microstructure of the ion-irradiated films is shown in Fig. 7. The proposed
microstructure of the film after ion irradiation at the highest fluence with 1 MeV Cu' ions (Fig. 7(a)) consists of
a compacted, tetrahedrally-bonded, and carbon incorporated amorphous silica network with average bond angle
of 130°. In addition, isolated clusters of highly defective graphitic carbon are also present as a secondary phase
within the films. The interface of silica and carbon is composed of carbon-rich SiO,C, tetrahedra. The proposed
microstructure of the film irradiated with 4 MeV Cu®" ions at the highest fluence is presented in Fig. 7(b). The
results indicate that the film is composed of a compact amorphous silica network along with isolated carbon clus-
ters. The average Si-O-Si bond angle of the silica phase is estimated to be 124°. The carbon clusters are sp*>-bonded
carbon, arranged in a configuration other than graphitic six-fold rings, possibly five or seven member rings.
The proposed microstructure of the film irradiated with 9 MeV Cu’* ions at the highest fluence is presented in
Fig. 7(c). The microstructure is composed of amorphous silica and isolated carbon clusters. The amorphous sil-
ica network is a combination of tetrahedrally and octahedrally bonded silica. The carbon atomic structure after
irradiation with 9MeV Cu®' ions is sp>-bonded carbon, possibly arranged in five or seven member rings. The
concentration of carbon-rich SiO,C, tetrahedra in this film is also higher than other films.

Elastic modulus of the ion-irradiated films.  The force versus penetration depth curves obtained by the
nanoindentation experiments were used to obtain the reduced elastic modulus of the films®!. The initial portion
of the unloading curve was fitted to a power law that allowed for the determination of the slope of the unloading
curve at maximum depth (h,,,,), i.e., stiffness (S). The value of S was then used to calculate ki, the contact depth
of the indenter with the specimen using:

hc = hmax - E[pmax]

S (1)

where p,., is the maximum load, and ¢ is a geometrical correction factor which depends on the geometry of the
indenter and is 0.75 for a Berkovich indenter. The reduced elastic modulus of the film (E,) was then determined
through knowledge of the projected area of the indenter (A), h, and S using:

JTS

2 JA(h) )

The elastic modulus (Young’s modulus) of the film is related to the measured E, through:

F=

11— 1-V

E E E, 3)

r 1

where E and v are the elastic modulus (Young’s modulus) and Poisson’s ratio of the film and E; and v; are the elas-
tic modulus (Young’s modulus) and Poisson’s ratio of the indenter, respectively. With an estimate of the elastic
modulus and Poisson’s ratio of the indenter and the Poisson’s ratio of the film, the elastic modulus of the film can
be calculated. The elastic modulus and Poisson’s ratio of the diamond indenter are reported as 1140 GPa and 0.07,
respectively®?>®. Based on the reported Poisson’s ratio of graphene (0.165)%, SiC (0.19-0.29)%, and amorphous
silica with different Si-O-Si bond angles (0.24-0.32)°, the Poisson’s ratio of the films was estimated to be 0.25. An
estimated Poisson’s ratio between 0.2 and 0.3 affects the estimated elastic modulus by less than 3%.

Figure 8 shows the resulting elastic modulus of the films as a function of fluence for different ion energies. It is
seen that after irradiation with a fluence of 10'®ions/cm? for all ion energies used, the elastic moduli of the films are
greater than that of fused silica. For example, the elastic modulus of the 9MeV Cu*T irradiated films with a fluence
of 10'%jons/cm? is double that of fused silica (147 GPa versus 72 GPa). The elastic moduli of the films are also larger
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Figure 8. Elastic modulus of films after irradiation with 1 MeV Cu*, 4MeV Cu**, and 9MeV Cu’* jons at
different fluences. Error bars represent the maximum and minimum values obtained.

than those usually reported in the literature for heat-treated SiOC ceramics in the absence of SiC (57-113 GPa®%).
Previous studies on the mechanical response of ion-irradiated silicon oxycarbide thin films have shown similar
trends to those reported here, and the increase has been related to the formation of either diamond-like carbon
or SiC¥$7:88,

The secondary phase within the films in the present study has been determined to be sp*-bonded carbon,
which reportedly does not affect the elastic modulus of silicon oxycarbides®. In addition, no sign of SiC was
observed in the XPS, FT-IR, and Raman spectra of the films. Therefore other structural changes occurring after
ion irradiation should be considered for the observed increase in the elastic modulus of the films. Additionally,
the photoluminescence response of the 9 MeV Cu®* irradiated film with a fluence of 10'®ions/cm? was also inves-
tigated from room temperature down to 10K, however no emission related to SiC (as observed previously in the
irradiated silicon oxycarbide films*®) was observed.

The decrease in the Si-O-Si bond angle of the silica after ion irradiation, in combination with the elastic
deformation mechanism of amorphous silica, as discussed in more detail below, can explain the increase in the
elastic modulus after ion irradiation. In addition to elastic deformation by pure bond length change, the presence
of free volume in the amorphous silica network leads to an alternative elastic deformation mechanism®*2. This
mechanism involves elastic deformation that is achieved not by pure bond length change, but through a small
decrease in the bond angle of the bridging oxygen atoms and an increase in the packing of the amorphous silica.
This alternative method can elastically deform the material at lower forces than by pure bond length change. As
Si-O-Si bond angle decreases because of ion irradiation, this alternative mechanism becomes less prevalent and
elastic deformation is mostly achieved through pure bond length change. This results in a higher elastic modulus
of ion irradiated films. In general, any parameter that affects the bond angle of Si-O-Si including temperature
and applied pressure®® affects the elastic modulus of amorphous silica. The level of enhancement depends on the
bond angle and compaction of the atomic structure. An estimate of the elastic modulus of the silica phase can
be made using the results of previous studies on the relationship between bond angle and applied pressure with
elastic modulus®. Based on the Si-O-Si bond angle, the silica network in the films after irradiation with 1 MeV
Cu™ and 4 MeV Cu?* ions with a fluence of 10'®ions/cm? is similar to a silica network under applied pressures
of 9 and 17 GPa, respectively. For applied pressures of 9 and 17 GPa, elastic moduli of 94 GPa and 107 GPa were
predicted, respectively. In the present study, the measured elastic moduli of the films after irradiation with 1 MeV
Cu' and 4 MeV Cu?" ions with a fluence of 10'°ions/cm?® were 93 and 118 GPa, respectively. After irradiation with
9MeV Cu*" ions with a fluence of 10'ions/cm? it has been shown that the coordination number of silica begins
to change. This change in coordination number for silica under pressure occurs at 20-25 GPa®¢’. This pressure
range corresponds to a predicted elastic modulus of 129 GPa. This estimate of the elastic modulus of the silica
phase is comparable to the measured elastic modulus of 147 GPa for the film irradiated with 9MeV Cu’** with a
fluence of 10'¢ions/cm?. It should be noted the increase in the elastic modulus of the 9 MeV Cu®* irradiated film
with a fluence of 10'®ions/cm? is related to both the decrease in Si-O-Si bond angle and the formation of octahe-
drally bonded silica. The elastic modulus of the stishovite, the high pressure octahedrally coordinated phase of
silica is reported to be 400 GPa*, and thus the formation of octahedrally coordinated clusters of silica is expected
to enhance the elastic modulus of the films.

In addition, the increase in the concentration of carbon-rich SiO,C,, as inferred from the XPS and FT-IR
results, also aids in increasing the elastic modulus of the films. Considering the agreement between the estimated
modulus of the silica phase and the measured moduli of the films, the effect of the increase in the concentration
of carbon-rich $iO,C, most likely plays a minor role.

The higher measured elastic modulus of the 1 MeV Cu™ irradiated films when compared with fused silica is
related to an ion irradiation induced decrease in the Si-O-Si bond angle. The higher elastic moduli of the films
after irradiation with 4 MeV Cu?" ions is related to a further decrease in the Si-O-Si bond angle. Finally, the
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increase in the elastic moduli of the films irradiated with 9 MeV Cu’" ions is attributed to both a decrease in the
Si-O-Si bond angle and the formation of pockets of octahedrally coordinated silica. The formation of carbon-rich
SiO,C, tetrahedra may also contribute to the increase in elastic modulus, but its effect is secondary to that caused
by changes in the Si-O-Si bond angle.

Conclusions

The chemical and microstructural evolution of the films after ion irradiation resulted in a microstructure com-
posed of an amorphous silica network and free carbon clusters. The chemical composition of the irradiated films,
derived from ERD/RBS, indicated complete hydrogen depletion, as well as extensive carbon and oxygen loss
after ion irradiation. Based on Raman spectroscopy and XPS results, the free carbon clusters were found to be
sp?-bonded, although after irradiation at higher energies the carbon clusters were arranged in non-graphitic con-
figurations. In addition, FT-IR and Raman spectroscopy results indicated that there was a monotonic reduction in
the Si-O-Si bond angle with increasing fluence or ion energy, and after irradiation with 9 MeV Cu’* ions, pockets
of octahedrally coordinated silica were formed. An increase in the concentration of carbon rich SiO,C, tetrahedra
with increasing fluence or ion energy was also observed in both XPS and FT-IR spectroscopy results. Changes in
the Si-O-Si bond angle and the formation of carbon rich SiO,C, tetrahedra were found to be responsible for the
observed increase in the elastic moduli obtained by nanoindentation.

Methods

Synthesis of sol-gel films.  The films were synthesized through a sol-gel method, as previously described®.
A mixture of 7.5mol ethanol, 1 mol distilled water, and 1 mol acetic acid was stirred at room temperature in a
beaker, followed by sequential addition of 0.6 mol methyltriethoxysilane (MTES) and 0.4 mol tetraethylorthosil-
icate (TEOS), drop by drop under vigorous stirring. The solution was stirred for 10 min before adding 0.25 mol
polyvinylpyrrolidone (PVP). The mixture temperature was then raised to 50 °C and kept at this temperature for
30 min. Prior to deposition, the sol was stored for 24 h in an argon atmosphere and was then spin-coated onto a
polished (100) silicon wafer. The films were dried at 80 °C and heat-treated at 300 °C in air for 30 mins. The film
thickness was measured by a step height technique using an atomic force microscope. The thickness of the films
after deposition was close to 1000 nm, and ranged from 200 nm to 1000 nm after ion irradiation.

lon irradiation. Ion irradiation was performed using a 3 MV tandem accelerator to produce 1 MeV Cu*,
4MeV Cu?*, and 9MeV Cu’" ions with fluences from 1 x 10" to 10'®ions/cm?. The projected ion range for all irra-
diations was larger than the film thickness. In order to avoid thermal effects during irradiation, the beam current
was kept relatively low, ~0.5 pA/cm? For comparison, one film was also heat-treated at 800 °C in air for 30 min.

Rutherford backscattering spectrometry and elastic recoil detection. Rutherford backscattering
spectrometry (RBS) was performed using a 3.83 MeV *He™ ion beam. The backscattered ions were collected using
a silicon surface barrier detector at the Cornell geometry with a scattering angle of 167°. Elastic recoil detection
(ERD) experiments were performed using a 2 MeV *He ™" ion beam with an incident angle of 75° in the IBM geom-
etry, and the recoiled hydrogen atoms were collected at a scattering angle of 30°.

Raman, FT-IR, and X-ray photoelectron spectroscopy. Raman spectroscopy was performed using
a WITec confocal microscope, and a 532 nm Nd:YAG laser as the light source. The light was focused onto the
surface of the films using a 100X/0.9NA objective, and the scattered light was collected using the same objective.
The collected light was then focused onto a 100 pm diameter optical fiber which acted as the confocal pinhole.
The light was dispersed using either an 1800 g/mm or 600 g/mm grating and was detected by a CCD camera. Each
reported Raman spectrum is the average of five separate spectra collected on different locations. Fourier trans-
form infrared (FT-IR) spectroscopy was performed in transmission using an Agilent 680 IR spectrometer in the
range of 400 to 4000 cm ™! with 4 cm™! resolution. The reported data is the average of sixteen separate collections.
X-ray photoelectron spectroscopy (XPS) was performed using a PHI Quantera SXM scanning XPS microprobe.
Al-Ka radiation (1486.6 eV) was used as the X-ray source. No ion etching was performed prior to the measure-
ments and charge correction was performed automatically by controlled electron irradiation.

Nanoindentation. The reduced elastic modulus of the films was obtained by performing nanoindentation
experiments using a load-controlled commercial nanoindenter with a diamond Berkovich indenter tip. The
instrument compliance and indenter area function were obtained by performing indentations in fused silica
and tungsten using the procedure of Oliver and Pharr®. Prior to performing the experiments, the instrument
and specimen were allowed to thermally equilibrate for 10-12h in a thermal enclosure. The experiments were
performed with a linear loading function of 10 s loading, 20 s holding at the maximum load, and 10s unloading.
The reported data for the indentations represent the average of five experiments.

References

1. Suyal, N., Hoebbel, D., Mennig, M. & Schmidt, H. A solid state ’Si and *C NMR study on the synthesis of thin silicon-oxycarbide
glass sheets by a sol-gel route. J. Mater. Chem. 9, 3061-3067 (1999).

2. Colombo, P, Mera, G., Riedel, R. & Sorarti, G. D. Polymer-Derived Ceramics: 40 years of research and innovation in advanced
ceramics. J. Am. Ceram. Soc. 93, 1805-1837 (2010).

3. Mera, G., Navrotsky, A., Sen, S., Kleebe, H.-J. & Riedel, R. Polymer-derived SiCN and SiOC ceramics - structure and energetics at
the nanoscale. J. Mater. Chem. A 1, 3826-3836 (2013).

4. Lucca, D. A. et al. Effects of ion irradiation on the mechanical properties of SiNa,O,C,H, sol - gel derived thin films. Nucl. Instr.
Meth. B 268, 2926-2929 (2010).

5. Lucca, D. A. et al. Effects of ion irradiation on the structural transformation of sol-gel derived TEOS/MTES thin films. Nucl. Instr.
Meth. B 266, 2457-2460 (2008).

SCIENTIFICREPORTS | 7:40100 | DOI: 10.1038/srep40100 10



www.nature.com/scientificreports/

10.
11.

12.
. Liu, C.-B. & Wang, Z.-G. Raman scattering investigation of C-doped a-SiO, after high energy heavy ion irradiations. Chinese Phys.

14.
15.
16.
17.
18.
19.
20.
21.
22.
23.
24.
25.
27.
. Casiraghi, C., Ferrari, A. C. & Robertson, J. Raman spectroscopy of hydrogenated amorphous carbons. Phys. Rev. B 72, 85401 (2005).
29.
30.
31.
32.

33,
34.

35.
36.
37.
38.
39.
40.
41.
42.
43.
44,
45.
46.
47.

48.

. Qi, Y. et al. Investigation of hydrogen concentration and hardness of ion irradiated organically modified silicate thin films. Nucl.

Instr. Meth. B 268, 1997-2000 (2010).

. Ullersma, E. H. C,, Ullersma, P. & Habraken, F. H. P. M. Hydrogen loss in a-Si:C:H layers induced by MeV ion beam irradiation.

Phys. Rev. B 61, 10133-10141 (2000).

. Pivin, J. C., Colombo, P. & Soraru, G. D. Comparison of ion irradiation effects in silicon-based preceramic thin films. J. Am. Ceram.

Soc. 83, 713-720 (2000).

. Ghisleni, R. et al. Effects of heat treatment and ion irradiation on hybrid organic/inorganic sol-gel derived thin films. Nucl. Instr.

Meth. B261,708-710 (2007).

Riedel, R., Mera, G., Hauser, R. & Klonczynski, A. Silicon-based polymer-derived ceramics: synthesis and applications- a review. J.
Ceram. Soc. Japan 114, 425-444 (2006).

Ionescu, E., Kleebe, H.-J. & Riedel, R. Silicon-containing polymer-derived ceramic nanocomposites (PDC-NCs): Preparative
approaches and properties. Chem. Soc. Rev. 41, 5032-5052 (2012).

Pantano, C. G., Singh, A. K. & Zhang, H. Silicon oxycarbide glasses. J. Sol-Gel Sci. Techn. 25, 7-25 (1999).

C 35, 885-889 (2011).

Kumar, A., Singh, E, Pivin, J. C. & Avasthi, D. K. Fabrication of carbon nanostructures (nanodots, nanowires) by energetic ion
irradiation. J. Phys. D. Appl. Phys. 40, 2083-2088 (2007).

de Jong, M. P, Maas, A. ]. H., van Ijzendoorn, L. J., Klein, S. S. & de Voigt, M. J. A. A model for ion-irradiation induced hydrogen loss
from organic materials. J. Appl. Phys. 82, 1058-1064 (1997).

Mittal, V. K,, Lotha, S. & Avasthi, D. K. Hydrogen loss under heavy ion irradiation in polymers. Radiat. Eff. Defect. S. 147, 199-209
(1999).

Maree, C. H. M., Vredenberg, A. M. & Habraken, F. H. P. M. Mechanism of MeV ion induced hydrogen depletion from organic
layers. Mater. Chem. Phys. 46, 198-205 (1996).

Avasthi, D. K., Singh, J. P, Biswas, A. & Bose, S. K. Study on evolution of gases from Mylar under ion irradiation. Nucl. Instr. Meth.
B 146, 504-508 (1998).

Venkatesan, T., Wolf, T., Allara, D., Wilkens, B. J. & Taylor, G. N. Synthesis of novel inorganic films by ion beam irradiation of
polymer films. Appl. Phys. Lett. 43, 934-936 (1983).

Zaporojtchenko, V., Zekonyte, J. & Faupel, E. Effects of ion beam treatment on atomic and macroscopic adhesion of copper to
different polymer materials. Nucl. Instr. Meth. B 265, 139-145 (2007).

Abdesselam, M., Muller, D., Djebara, M., Ouichaoui, S. & Chami, A. C. MeV H" ion irradiation effect on the stoichiometry of
polyethylene terephthalate films. Nucl. Instr. Meth. B 307, 635-641 (2013).

Houssiau, L. & Mine, N. Molecular depth profiling of polymers with very low energy reactive ions. Surf. Interface Anal. 42,
1402-1408 (2010).

Foerster, C. E. et al. Mechanical properties of polyhedral oligomeric silsesquioxane (POSS) thin films submitted to Si irradiation.
Nucl. Instr. Meth. B 218, 375-380 (2004).

Chu, J. C. S,, Soller, R, Lin, M. C. & Melius, C. F. Thermal decomposition of tetramethyl orthosilicate in the gas phase: An
experimental and theoretical study of the initiation process. J. Phys. Chem. 99, 663-672 (1995).

Ho, P. & Melius, C. F. Thermochemical data for CVD modeling from ab initio calculations. MRS Proc. 335, 131-138 (1993).

. Ho, P. & Melius, C. . Theoretical study of the thermochemistry of molecules in the Si-O-H-C system. J. Phys. Chem. 99, 2166-2176
(1995).
Ferrari, A. & Robertson, J. Interpretation of Raman spectra of disordered and amorphous carbon. Phys. Rev. B 61, 14095-14107 (2000).

Marchon, B. et al. Photoluminescence and Raman Spectroscopy in hydrogenated carbon films. IEEE Trans. Magn. 33, 3148-3150
(1997).

Compagnini, G. & Foti, G. 1430 cm~! Raman line in ion implanted carbon rich amorphous silicon carbide. Nucl. Instr. Meth. B
127-128, 639-642 (1997).

Compagnini, G., Puglisi, O., Baratta, G. a. & Strazzulla, G. Vibrational spectroscopy in ion-irradiated carbon-based thin films. Top.
Appl. Phys. 100, 505-520 (2006).

Yang, B.-K., Krishnamurthy, M. & Weber, W. H. Incorporation and stability of carbon during low-temperature epitaxial growth of
Ge,_,C, (x<0.1) alloys on Si(100): Microstructural and Raman studies. J. Appl. Phys. 82, 3287-3296 (1997).

Gorman, M. & Solin, S. A. Direct evidence for homonuclear bonds in amorphous SiC. Solid State Commun. 15, 761-765 (1974).
Kazimierski, P., Tyczkowski, J., Kozanecki, M., Hatanaka, Y. & Aoki, T. Transition from amorphous semiconductor to amorphous
insulator in hydrogenated carbon-germanium films investigated by IR spectroscopy. Chem. Mater. 14, 4694-4701 (2002).
Calcagno, L., Compagnini, G., Foti, G., Grimaldi, M. G. & Musumeci, P. Carbon clustering in Si,_,C, formed by ion implantation.
Nucl. Instr. Meth. B 120, 121-124 (1996).

Demaria, C. et al. Growth and thermal annealing of amorphous germanium carbide obtained by X-ray chemical vapor deposition.
J. Mater. Sci. 48, 63576366 (2013).

Zhu, J. Q. et al. Optical and electrical properties of nonstoichiometric a-Ge, _,C, films prepared by magnetron co-sputtering. Appl.
Surf. Sci. 258, 3877-3881 (2012).

Doyle, T. E. & Dennison, J. R. Vibrational dynamics and structure of graphitic amorphous carbon modeled using an embedded-ring
approach. Phys. Rev. B 51, 196-200 (1995).

Tarrant, R. N., Warschkow, O. & McKenzie, D. R. Raman spectra of partially oriented sp? carbon films: Experimental and modelled.
Vib. Spectrosc. 41, 232-239 (2006).

Wang, C. Z. & Ho, K. M. Structure, dynamics, and electronic properties of diamondlike amorphous carbon. Phys. Rev. Lett. 71,
1184-1187 (1993).

Taki, Y. & Takai, O. XPS structural characterization of hydrogenated amorphous carbon thin films prepared by shielded arc ion
plating. Thin Solid Films 316, 45-50 (1998).

Tien, H.-W,, Huang, Y.-L., Yang, S.-Y., Wang, J.-Y. & Ma, C.-C. M. The production of graphene nanosheets decorated with silver
nanoparticles for use in transparent, conductive films. Carbon 49, 1550-1560 (2011).

Mérel, P, Tabbal, M., Chaker, M., Moisa, S. & Margot, J. Direct evaluation of the sp® content in diamond-like-carbon films by XPS.
Appl. Surf. Sci. 136, 105-110 (1998).

Lascovich, J. C., Giorgi, R. & Scaglione, S. Evaluation of the sp?/sp? ratio in amorphous carbon structure by XPS and XAES. Appl.
Surf. Sci. 47, 17-21 (1991).

Chalmers, J. M. Mid-Infrared Spectroscopy: Anomalies, Artifacts and Common Errors in Handbook of Vibrational Spectroscopy (ed.
Chalmers, J. M.) 2327-2347 (John Wiley & Sons, Ltd, 2002).

Lee, H. J., Oh, K. S. & Choi, C. K. The mechanical properties of the SiOC(-H) composite thin films with a low dielectric constant.
Surf. Coat. Tech. 171, 296-301 (2003).

Kaspar, J. et al. Stable SiOC/Sn Nanocomposite anodes for lithium-ion batteries with outstanding cycling stability. Adv. Funct. Mater.
24, 4097-4104 (2014).

Arnoldbik, W. et al. High-energy ion-beam-induced phase separation in SiO; films. Phys. Rev. B 71, 125329 (2005).

SCIENTIFICREPORTS | 7:40100 | DOI: 10.1038/srep40100 11



www.nature.com/scientific

49.

50.

51.
52.

53.

55.

56.

57.

58.

59.

60.

61.

62.

63.

64.

65.

67.

68.

69.

70.

71.

73.

74.

75.

76.

77.

78.

79.

80.

81.

82.

83.

84.

85.

86.

87.

88.

89.

90.

91.

92.

93.

94

reports/

Innocenzi, P. Infrared spectroscopy of sol-gel derived silica-based films: a spectra-microstructure overview. J. Non. Cryst. Solids 316,
309-319 (2003).

Almeida, R. M. & Pantano, C. G. Structural investigation of silica gel films by infrared spectroscopy. J. Appl. Phys. 68, 4225-4231
(1990).

Garrido, B. et al. Reconstruction of the SiO, structure damaged by low-energy Ar-implanted ions. J. Appl. Phys. 81, 126 (1997).
Lehmann, A., Schumann, L. & Hiibner, K. Optical phonons in amorphous silicon oxides. I. calculation of the density of states and
interpretation of LO-TO splittings of amorphous SiO,. Phys. Status Solidi B 117, 689-698 (1983).

Zheng, L., An, Q,, Fu, R., Ni, S. & Luo, S.-N. Densification of silica glass at ambient pressure. J. Chem. Phys. 125, 154511 (2006).

. An, Q,, Zheng, L. & Luo, S.-N. Vacancy-induced densification of silica glass. J. Non. Cryst. Solids 352, 3320-3325 (2006).
Douillard, L. & Duraud, J. P. Swift heavy ion amorphization of quartz — a comparative study of the particle amorphization
mechanism of quartz. Nucl. Instr. Meth. B 107, 212-217 (1996).

Hobbs, L. W. & Pascucci, M. R. Radiolysis and defect structure in electron-irradiated a-quartz. J. Phys. Colloq. 41, C6-237-C6-242
(1980).

Kim, Y.-H., Hwang, M. S., Kim, H. J., Kim, J. Y. & Lee, Y. Infrared spectroscopy study of low-dielectric-constant fluorine-
incorporated and carbon-incorporated silicon oxide films. J. Appl. Phys. 90, 3367-3370 (2001).

Fan, H. et al. Modulus-density scaling behaviour and framework architecture of nanoporous self-assembled silicas. Nat. Mater. 6,
418-423 (2007).

Konevskikh, T., Ponossov, A., Bliimel, R., Lukacs, R. & Kohler, A. Fringes in FTIR spectroscopy revisited: understanding and
modelling fringes in infrared spectroscopy of thin films. Analyst 140, 3969-3980 (2015).

Williams, Q. & Jeanloz, R. Spectroscopic evidence for pressure-induced coordination changes in silicate glasses and melts. Science
239, 902-905 (1988).

Williams, Q., Hemley, R. J., Kruger, M. B. & Jeanloz, R. High-pressure infrared spectra of a-quartz, coesite, stishovite, and silica
glass. J. Geophys. Res. 98, 22157-22170 (1993).

Hofmeister, A. M., Xu, J. & Akimoto, S. Infrared spectroscopy of synthetic and natural stishovite. Am. Mineral. 75, 951-955 (1990).
Sato, T. & Funamori, N. Sixfold-coordinated amorphous polymorph of SiO, under high pressure. Phys. Rev. Lett. 101, 255502 (2008).
Hemley, R. J., Mao, H. K., Bell, P. M. & Mysen, B. O. Raman Spectroscopy of SiO, Glass at High Pressure. Phys. Rev. Lett. 57, 747-750
(1986).

Benmore, C. J. et al. Structural and topological changes in silica glass at pressure. Phys. Rev. B 81, 54105 (2010).

. Li, N,, Sakidja, R., Aryal, S. & Ching, W.-Y. Densification of a continuous random network model of amorphous SiO, glass. Phys.
Chem. Chem. Phys. 16, 15001514 (2014).

Sato, T. & Funamori, N. High-pressure structural transformation of SiO, glass up to 100 GPa. Phys. Rev. B 82, 184102 (2010).
Gelamo, R. V., Bica de Moraes, M. a., Trasferetti, B. C., Rouxinol, F. P. & Davanzo, C. U. Modification of plasma-polymerized
organosiloxane films by irradiation with He*, Ne™, Ar*, and Kr* ions. Chem. Mater. 17, 5789-5797 (2005).

Sitarz, M. et al. SiOC glasses produced from silsesquioxanes by the aerosol-assisted vapor synthesis method. Spectrochim. Acta A
Mol. Biomol. Spectrosc. 112, 440-445 (2013).

Champagnon, B. et al. High pressure elastic and plastic deformations of silica: I situ diamond anvil cell Raman experiments. J. Non.
Cryst. Solids 354, 569-573 (2008).

Sorart, G. D., D’Andrea, G. & Glisenti, A. XPS characterization of gel-derived silicon oxycarbide glasses. Mater. Lett. 27, 1-5 (1996).
. Karakuscu, A., Guider, R, Pavesi, L. & Soraru, G. D. White luminescence from sol-gel-derived SiOC thin films. J. Am. Ceram. Soc.
92, 2969-2974 (2009).

Corriu, R. J. P, Leclercq, D., Mutin, P. H. & Vioux, A. Preparation and structure of silicon oxycarbide glasses derived from
polysiloxane precursors. J. Sol-Gel Sci. Techn. 8, 327-330 (1997).

Finster, J. SiO, in 6:3 (stishovite) and 4:2 Co-ordination - Characterization by core level spectroscopy (XPS/XAES). Surf. Interface
Anal. 12, 309-314 (1988).

Zatsepin, D. A. et al. Octahedral conversion of a-SiO, host matrix by pulsed ion implantation. Phys. Status Solidi B 1-6 (2015).
Saha, A. & Raj, R. Crystallization maps for SiCO amorphous ceramics. J. Am. Ceram. Soc. 90, 578-583 (2007).

Saha, A., Raj, R. & Williamson, D. L. A model for the nanodomains in polymer-derived SiCO. J. Am. Ceram. Soc. 89, 2188-2195
(2006).

Widgeon, S. J. et al. #Si and 1°C solid-state NMR spectroscopic study of nanometer-scale structure and mass fractal characteristics
of amorphous polymer derived silicon oxycarbide ceramics. Chem. Mater. 22, 6221-6228 (2010).

Tripathi, a. et al. Ion irradiation induced surface modification studies of polymers using SPM. Nucl. Instr. Meth. B 236, 186-194
(2005).

Kumar, A. et al. Precipitation of semiconducting carbon nanoparticles in ion irradiated gels. Nucl. Instr. Meth. B 244, 23-26 (2006).
ISO 14577-1, -2, -3, Metallic Materials - Instrumented Indentation Test for Hardness and Materials Parameters — Part 1: Test
Method, Part 2: Verification and Calibration of Testing Machines, Part 3: Calibration of Reference Blocks. ISO, Geneva, Switzerland.
(2002).

Oliver, W. C. & Pharr, G. M. An improved technique for determining hardness and elastic modulus using load and displacement
sensing indentation experiments. J. Mater. Res. 7, 1564-1583 (1992).

Lucca, D. A., Herrmann, K. & Klopfstein, M. J. Nanoindentation: Measuring methods and applications. CIRP Ann. - Manuf. Technol.
59, 803-819 (2010).

Lee, C., Wei, X., Kysar, ]. W. & Hone, J. Measurement of the elastic properties and intrinsic strength of monolayer graphene. Science
321, 385-388 (2008).

El Khakani, M. a. et al. Hardness and Young’s modulus of amorphous a-SiC thin films determined by nanoindentation and bulge
tests. J. Mater. Res. 9, 96-103 (1994).

Martinez-Crespiera, S., Ionescu, E., Kleebe, H.-J. & Riedel, R. Pressureless synthesis of fully dense and crack-free SiOC bulk
ceramics via photo-crosslinking and pyrolysis of a polysiloxane. J. Eur. Ceram. Soc. 31, 913-919 (2011).

Pivin, J. C. & Colombo, P. Ceramic coatings by ion irradiation of polycarbosilanes and polysiloxanes Part II Hardness and
thermochemical stability. . Mater. Sci. Sci. 32, 6175-6182 (1997).

Kurmaev, E. et al. X-ray fluorescence study of organic-inorganic polymer conversion into ceramics induced by ion irradiation. Phys.
Rev. B 60, 15100-15106 (1999).

Soraru, G. D., Dallapiccola, E. & D’Andrea, G. Mechanical Characterization of Sol-Gel-Derived Silicon Oxycarbide Glasses. J. Am.
Ceram. Soc. 79, 2074-2080 (1996).

Pivin, J. C. & Sendova-Vassileva, M. Visible photoluminescence of ion irradiated polysiloxane films. Solid State Commun. 106,
133-138 (1998).

Uhlmann, D. R. & Kreidl, N. J. Elastic properties of glasses in Elasticity and Strength in Glasses: Glass: Science and Technology,
Volume 5, 1-19 (Elsevier, 1980).

Mallinder, E. P. & Proctor, B. A. Elastic constants of fused silica as a function of large tensile strain. Phys. Chem. Glas. 5, 91-103
(1964).

Deschamps, T., Margueritat, J., Martinet, C., Mermet, A. & Champagnon, B. Elastic moduli of permanently densified silica glasses.
Sci. Rep. 4, 7193 (2014).

. Meade, C., Hemley, R. J. & Mao, H. K. High-pressure X-ray diffraction of SiO, glass. Phys. Rev. Lett. 69, 1387-1391 (1992).

SCIENTIFICREPORTS | 7:40100 | DOI: 10.1038/srep40100 12



www.nature.com/scientificreports/

Acknowledgements

The financial support for this project was provided by the National Science Foundation through Grant Nos. OISE-
0352377 and OISE-0128050. Funding for the Transregionaler Sonderforschungsbereich SFB/TR4 was provided
by the Deutsche Forschungsgemeinschaft and is gratefully acknowledged. This work was performed, in part, at
the Center for Integrated Nanotechnologies, an Office of Science User Facility operated for the U.S. Department
of Energy (DOE) Office of Science. Los Alamos National Laboratory, an affirmative action equal opportunity
employer, is operated by Los Alamos National Security, LLC, for the National Nuclear Security Administration of
the U.S. Department of Energy under contract DE-AC52-06NA25396.

Author Contributions

S.A.S. and D.A.L. conceived the project. Y.Q. performed the nanoindentation experiments and calculated the
elastic modulus values. Y.W. performed ERD/RBS and ion irradiation experiments. A.M. performed the synthesis
of the sol-gel films and performed the XPS experiments. S.A.S. performed Raman, FT-IR, and photoluminescence
experiments and reduced the XPS data. S.A.S. and D.A.L. wrote the manuscript. All authors have read and edited
the manuscript.

Additional Information
Competing financial interests: The authors declare no competing financial interests.

How to cite this article: Shojaee, S.A. et al. Ion irradiation induced structural modifications and increase in
elastic modulus of silica based thin films. Sci. Rep. 7, 40100; doi: 10.1038/srep40100 (2017).

Publisher's note: Springer Nature remains neutral with regard to jurisdictional claims in published maps and
institutional affiliations.

This work is licensed under a Creative Commons Attribution 4.0 International License. The images

M o1 other third party material in this article are included in the article’s Creative Commons license,
unless indicated otherwise in the credit line; if the material is not included under the Creative Commons license,
users will need to obtain permission from the license holder to reproduce the material. To view a copy of this
license, visit http://creativecommons.org/licenses/by/4.0/

© The Author(s) 2017

SCIENTIFICREPORTS | 7:40100 | DOI: 10.1038/srep40100 13


http://creativecommons.org/licenses/by/4.0/

	Ion irradiation induced structural modifications and increase in elastic modulus of silica based thin films

	Results and Discussion

	Chemical composition of the ion-irradiated films. 
	Atomic structure of the free carbon clusters. 
	Evolution of the amorphous silica network. 
	Microstructure of the silicon oxycarbide thin films. 
	Elastic modulus of the ion-irradiated films. 

	Conclusions

	Methods

	Synthesis of sol-gel films. 
	Ion irradiation. 
	Rutherford backscattering spectrometry and elastic recoil detection. 
	Raman, FT-IR, and X-ray photoelectron spectroscopy. 
	Nanoindentation. 

	Acknowledgements
	Author Contributions
	﻿Figure 1﻿﻿.﻿﻿ ﻿ Variations in the atomic concentration ratio of carbon, oxygen, and hydrogen to silicon after irradiation with (a) 1 MeV Cu+, (b) 4 MeV Cu2+, and (c) 9 MeV Cu3+ ions.
	﻿Figure 2﻿﻿.﻿﻿ ﻿ Raman spectra of ion-irradiated films after irradiation with (a) 1 MeV Cu+ (b) 4 MeV Cu2+ and (c) 9 MeV Cu3+ ions at different fluences.
	﻿Figure 3﻿﻿.﻿﻿ ﻿ C 1s XPS spectra of the ion-irradiated films.
	﻿Figure 4﻿﻿.﻿﻿ ﻿ FT-IR spectra of films irradiated with different fluences with (a) 1 MeV Cu+, (b) 4 MeV Cu2+, and (c) 9 MeV Cu3+ ions.
	﻿Figure 5﻿﻿.﻿﻿ ﻿ Raman spectra of the collected (solid line) and fitted (dashed line) silica Raman modes of the irradiated films.
	﻿Figure 6﻿﻿.﻿﻿ ﻿ Si 2p core level XPS spectra of the ion-irradiated thin films.
	﻿Figure 7﻿﻿.﻿﻿ ﻿ Microstructural configuration of films irradiated with different ion energies after irradiation with a fluence of 1016 ions/cm2, (a) 1 MeV Cu+, (b) 4 MeV Cu2+, and (c) 9 MeV Cu3+ ions.
	﻿Figure 8﻿﻿.﻿﻿ ﻿ Elastic modulus of films after irradiation with 1 MeV Cu+, 4 MeV Cu2+, and 9 MeV Cu3+ ions at different fluences.



 
    
       
          application/pdf
          
             
                Ion irradiation induced structural modifications and increase in elastic modulus of silica based thin films
            
         
          
             
                srep ,  (2016). doi:10.1038/srep40100
            
         
          
             
                S. A. Shojaee
                Y. Qi
                Y. Q. Wang
                A. Mehner
                D. A. Lucca
            
         
          doi:10.1038/srep40100
          
             
                Nature Publishing Group
            
         
          
             
                © 2016 Nature Publishing Group
            
         
      
       
          
      
       
          © 2016 The Author(s)
          10.1038/srep40100
          2045-2322
          
          Nature Publishing Group
          
             
                permissions@nature.com
            
         
          
             
                http://dx.doi.org/10.1038/srep40100
            
         
      
       
          
          
          
             
                doi:10.1038/srep40100
            
         
          
             
                srep ,  (2016). doi:10.1038/srep40100
            
         
          
          
      
       
       
          True
      
   




