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ABSTRACT: The race for performance of integrated circuits One-pot Synthesis
is nowadays facing a downscale limitation. To overpass this 3
nanoscale limit, modern transistors with complex geometries é<ﬁ
have flourished, allowing higher performance and energy Si(100) wafer

SiH,
= NiSi, layer

- P: 170 uQ.cm

efficiency. Accompanying this breakthrough, challenges toward
high-performance devices have emerged on each significant Homogeneous NiSi,

step, such as the inhomogeneous coverage issue and thermal- = 7

induced short circuit issue of metal silicide formation. In this £ =

respect, we developed a two-step organometallic approach for s =

nickel silicide formation under near-ambient temperature. INifSi o 200 nm o= _ .
Transmission electron and atomic force microscopy show the Voltage (Volt)

formation of a homogeneous and conformal layer of NiSi, on

pristine silicon surface. Post-treatment decreases the carbon

content to a level similar to what is found for the original wafer

(~6%). X-ray photoelectron spectroscopy also reveals an increasing ratio of Si content in the layer after annealing, which is
shown to be NiSi, according to X-ray absorption spectroscopy investigation on a Si nanoparticle model. I-V characteristic fitting
reveals that this NiSi, layer exhibits a competitive Schottky barrier height of 0.41 eV and series resistance of 8.5 €2, thus opening
an alternative low-temperature route for metal silicide formation on advanced devices.
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B INTRODUCTION employed to deposit nickel silicide thin films, which are
generally formed using solid-state reactions of a metal species
with silicon, such as physical vapor deposition (PVD),"
chemical vapor desposition (CVD),"®" and atomic layer
deposition (ALD).'® However, with the shift to devices with
even more complex 3D geometries,19 conventional PVD
method may no longer be the best choice for generating
nickel silicide because of its lack of conformality, leading to the
formation of inhomogeneous layers.”> CVD and ALD are more
promising candidates owing to the better aspect ratio attained
compared with PVD method. Nevertheless, many challenges
come from the thermal instability of nickel molecular
precursors in gas-phase reaction, which limits the choices.'®*’

Thus, forming homogeneous silicides in devices using
complex 3D geometries is challenging by classical silicidation
process. With this information in mind, we have investigated

For more than four decades, significant research efforts have
been dedicated to the miniaturization of semiconductor devices
in order to increase the amounts of transistors per cm” and
enhance the performance of integrated circuits' > with gate
lengths of modern transistor technologies going down to 14
nm.’”® This evolution, namely the fastest in the history of
modern industries, has also revealed that, in the near future,
Moore’s law” would be strongly challenged for the concern
about processing and fabrication of the device with gate length
below 14 nm. Recently, complex device structures with 3D
geometries2 have established themselves as the solution for the
advanced generations of semiconductor devices.

Forming metal silicides, which are indispensable materials
involved in the fabrication of all field-effect transistors,"”'" has
been identified as one of the major steps in modern process
flows to reduce the contact resistance of the source and drain

regions. Of metal silicides, nickel silicide (NiSi,) is widely used Received: October 30, 2016
by the industry because of its low resistivity, material Accepted: January 12, 2017
compatibility, and good stability."*™"® Several methods are Published: January 12, 2017
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Scheme 1. Schematic Representation of One-Pot Synthesis of NiSi, Layer on Si Substrate in This Work
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Figure 1. (a) Reaction scheme for one-pot synthesis, and the condition is as below: Ni(COD),/die, 110000 Ni-nm™?, SiH,/Ni = 4.7 with 0.01 mmol
H,, toluene, 55 °C for 16 h. (b) EDS mapping image of the Ni-rich layer on the Si substrate. (c—f) Si, Ni, O, and C EDS mapping images of the Ni-
rich layer on the Si substrate, respectively. The wafer was exposed to air prior to EDS analysis. (g) X-ray photoelectron spectra of Ni 2p at different
sputtering times, and (h) XPS depth profile quantization on the as-synthesized wafer. (i) Transmission FTIR spectra of the NiSi, layer on the as-

synthesized wafer (red line), and the pristine Si wafer (black line).

the use of an alternative technique based on a wet chemical
deposition method toward conformal and homogeneous
deposition. This methodology takes advantage of recent
developments in nickel-based colloidal nano1particles produc-
tion as catalysts for reforming applications,” > where NiSi,
colloids were obtained by reaction of bis( 1,5-c27clooctadiene)—
nickel(0) [Ni(COD),] and octylsilane at 55 °C.”* Here, acutely
aware of the application to microelectronic device fabrication,
octylsilane was replaced by silane (SiH,) in order to minimize

4949

the possible sources of organic contaminations in the layer.
Based on this one-pot approach (Scheme 1), a homogeneous
200 nm Ni-rich layer was formed on the flat Si(100) substrate
according to transmission electron microscopy (TEM)
equipped with energy-dispersive spectroscopy (EDS). The
layer was characterized by X-ray photoelectron spectroscopy
(XPS) and atomic force microscopy (AFM), which showed the
formation of a homogeneous Ni-rich film along with carbon
deposit, that was mostly removed by annealing under H, flow
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Figure 2. XPS depth profiles of Ni-rich layer on the Si substrate: (a) as-synthesized wafer; (b) wafer with post-treatment at 350 °C in H, flow; (c)
wafer with post-treatment at 700 °C in H, flow. The atomic ratio was calculated in the first ~120 nm. AFM images of Ni-rich layer on the Si
substrate: (d) as-synthesized wafer in the scale of 1 ym? R, = 19.6 nm; (e) wafer with post-treatment at 350 °C in the scale of 1 ym? R, = 10.6
nm; (f) wafer with post-treatment at 700 °C in the scale of 1 ym? R, = 10.2 nm.

to a level similar to what is found for the pristine Si wafer
(<9%). The annealing step generates NiSi, and an improve-
ment of series resistance by 2 orders down to 8.5 Q. According
to these results and the isotropic nature of wet deposition, the
disclosed processing approach may offer a solution for
conformal nickel silicide formation on Si devices with complex
3D geometries, which is vital for modern semiconductor
technologies.

B RESULTS AND DISCUSSION

NiSi, Layer Deposited on Si Wafer by a Chemical
Approach. A 40% HF treated (100) Si wafer (Figure la) was
immersed in a dry and degassed solution of 0.07 mmol
Ni(COD), in toluene. The airtight container was then filled
with 0.33 mmol SiH, and 0.01 mmol H, and let to react at 55
°C for 16 h under gentle stirring, yielding a homogeneous ca.
200 nm layer on top of the substrate along with a deep black
solution (Figure 1b). The film was characterized by energy-
dispersive X-ray spectroscopy (EDS) and XPS. Sample was
exposed to air during transfers. EDS mapping shows that the
layer contained Si (Figure 1c) and Ni (Figure 1d) along with
oxygen (Figure le) and carbon (Figure 1f), vide infra for
further discussions. The Ni core level was characterized by a
binding energy around 853.2 eV, corresponding to the oxidized
Ni (Ni* or Ni**) in the layer. In addition, the XPS depth profile
(Figure 1h) shows the presence of carbon and oxygen (Si, Nj,
C, and O atomic ratio average 23, 28, 36, and 13 at % in the
first 150 nm) in the Ni-rich layer, which is consistent with the
observation from EDS mapping (Figure 1b). However, the
major peak for Si 2p at 103.2 eV (Figure S1) indicates that Si is
partially oxidized in this layer, probably in the form of NiSi,O,
formed upon exposure to air during the ex situ transferring to
the XPS chamber (see the Supporting Information). To
understand the origin of contaminations, we conducted the
XPS analysis of a pristine wafer to serve as a background
reference (Figure S2). Its depth profile analysis shows that the
average surface atomic ratio of oxygen is ~$ at % (Table S1),
which is consistent with the formation of surface oxide.
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However, the surface atomic ratio of carbon on the pristine
wafer is ~18 at %, which is much less than in the as-synthesized
thin film. It can hence be concluded that the presence of
oxygen mainly results from the exposure to air during the ex
situ transferring to the XPS chamber, while carbon probably
comes from the synthetic approach, as shown by transmission
Fourier transform infrared spectroscopy (FTIR) carried out
under inert conditions (Figure 1i). After the one-pot chemical
reaction, signals of C—H bands were observed in the 2800—
3000 cm ™' region in agreement that the carbon contamination
observed in XPS (single C s peak at 284.8 €V) was mostly
present as alkyl groups. It probably originates from the
hydrosilylation reaction of SiH, and the olefinic group of the
cyclooctadiene ligand of Ni(COD),, which forms Si—C
bonds.”

Annealing under H,. Because of the presence of residual
alkyl groups, a post-treatment under H, flow at high
temperature was performed. After post-treatment, XPS depth
profiling (Figure 2b, c) reveals that the carbon amount
decreased with increasing temperature of post-treatment;
from 36 to 17 and S at % at 350 and 700 °C, respectively
(Table 1). It is worth noting that, after post-treatment at 700
°C, the amounts of carbon dropped down to ~5 at% which
corresponds to the background level (Figure S2a). In parallel,
this layer became thinner (Figure 2¢) and the Si/Ni ratio was
increased from 0.8 to 1.8, consistent with the formation of
NiSi, (vide infra for characterization of the layer). This change

Table 1. Quantitative XPS Depth Profiles of Ni-Rich Layer
on the Si Substrate

condition  nickel (at %) silicon (at %) carbon (at %) oxygen (at %)
As-syn” 28 23 36 13
PO_350° 21 19 17 40
PO_700° 16 29 S 50

“As-synthesized sample. bSample after post-treatment at 350 °C.
“Sample after post-treatment at 700 °C. All atomic ratios were
averaged in the first 120 nm.
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Figure 3. (a) Reaction scheme of the one-pot synthesis for Ni-rich layer on Si(0) nanopowder. (b) HRTEM analysis of NiSi, on the Si(0)
nanopowder (Ni(COD), 350 Ni/nm?, SiH,/Ni = 1.7, toluene, 55 °C, without post-treatment). (c) High-angle annular dark-field (HAADF) image
of NiSi, on the Si(0) nanopowder with (d) Ni and Si maps. (e) Zoom-in HAADF image of NiSi, on the Si(0) nanopowder with (f) Ni and Si maps.
(g) FTIR analysis of nanopowder: Black, Si(0) after H, regeneration; red, NiSi, on the surface after one-pot synthesis. (h) X-ray absorption spectra
of samples of NiSi, on Si(0) nanopowder and Ni (0) foil as the reference (black line). (i) X-ray absorption spectra of Si(0) nanopowder after 700 °C
post-treatment and references. (j) Linear combination fitting of NiSi, on Si(0) nanopowder after 350 °C (pink curve) and 700 °C (green curve)

post-treatment with the reference of Ni(0), NiSiy, and Ni,Si.

results from the diffusion of Ni atoms into Si substrate along
with Si atoms diffusing out at higher temperatures, thus
inducing the phase transformation.'* Note that there is a sharp
increase in Si content with a decrease in Ni content in the
interface (depth ~150 nm) for all samples, after which the
values are associated with bulk Si substrate.

Concerning the presence of oxygen, it increases with
increasing temperature of post-treatment and parallels the
decrease amount of carbons. As discussed in the previous part,
it is likely related to the oxidation of the layer upon transferring
of the wafer to the XPS chamber.

To correlate this composition difference to surface
morphology, we conducted AFM, which showed the value of
root-mean-square roughness (R,,) of as-synthesized wafer is
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19.6 nm (Figure 2e). However, samples after post-treatment
showed R, equaled to 10.6 nm (Figure 2e) and 10.2 nm
(Figure 2f) at 350 and 700 °C, respectively. Combined with
XPS results, post-treatment under H, flow at high temperature
effectively decreased the carbon amount down to the level
similar to pristine Si wafer and allowed for the formation of a
homogeneous NiSi,-like layer by the increasing Si/Ni ratio to
1.8 (Table 1), which will be further analyzed and proved by the
X-ray absorption spectroscopy (XAS) on a model of Si(0)
nanoparticles in the following part.

Characterization of NiSi, Layer Using Si Nanoparticles
As a Model. To further clarify the nature of the layer on top of
Si wafer, we used Si(0) nanoparticles as a model in order to
broaden the surface characterization by FTIR*® and XAS.

DOI: 10.1021/acsami.6b13852
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Figure 4. (a) Schematic device for the four-point probe measurement (b) I-V characteristics of NiSi, layer on the Si(100) wafer fitting to
thermionic emission equation. Black circles, as-synthesized wafer; red circles, sample after 350 °C post-treatment; green circles, sample after 700 °C
post-treatment; black lines, thermionic emission equation fitting curves. (c) Logarithmic plots are acquired by the I-V curve in b) and fitted to a

linear equation.

The one-pot chemical approach described above was used on
Si(0) nanoparticles, which were previously treated at 900 °C
under H, to provide a surface solely terminated by Si—H as for
wafers (Figure S3). The targeted surface Ni loading was lower
than that for the wafer: 350 Ni-nm™> instead of 110000 Ni-
nm™2 The reaction of Ni(COD), and SiH, with the addition of
H, at 55 °C on the Si(0) nanoparticles (Figure 3a) also leads to
the formation of a homogeneous layer throughout the surface
of these spherical nanoparticles, whose thickness was ca. 15 nm
according to high-resolution TEM (HRTEM) (Figure 3b).
EDS mapping of high magnification (Figure 3f) showed this
layer was composed of Ni and Si and covered on the entire
surface of Si(0) nanoparticles, which was consistent with the
layer formed on the Si wafer in the previous part. FTIR analysis
was carried out on the as-synthesized sample after proper
washing under inert condition and drying under high vacuum
(~107° mbar). While, before reaction, there is an intense peak
at 2280 and 2100 cm ™" associated with Si—H and Si—H, on top
of the Si(0) nanoparticles (black line of Figure 3g), this band
mostly disappears after the deposition of NiSi, (red line of
Figure 3g), which is consistent with the consumption of the
Si—H bonds. FTIR also showed that C—H signals appeared on
the surface after reaction. These bands at 3000 cm™ to 2800
cm™' correspond to alkyl groups, which are presumably
originated from the COD ligand of Ni(COD), and possibly
through the hydrosilylation of COD.”> Combined with
HRTEM and EDS mapping images (Figure 3b and 3f), these
data indicate that a homogeneous Ni-rich layer was formed on
the surface of Si(0) nanoparticles. All the data are consistent
with what is observed on wafers.

To understand the nature of the NiSi, layer formed on the
surface, we carried out Ni K-edge XAS under Ar, and the
corresponding spectrum for as-synthesized Ni-rich layer on
Si(0) nanopowder (blue curve, Figure 3h) presents significantly
different constructive and destructive interferences compared
with Ni(0) foil reference (black curve, Figure 3h). Combined
with XPS results, the observed edge shift of 0.4 eV at the Ni K-
edge with respect to Ni(0) foil indicates that this film is
composed of NiSi, instead of Ni(0), and the energy shift is
attributed to the charge redistribution for the NiSi, formation.””
For the samples after post-treatment at 350 and 700 °C (Figure
3h), the observed edge shifts are 0.9 and 1.8 €V with respect to
Ni(0) foil, which revealed that the Ni went through the phase
transformation to higher oxidative state. Furthermore, linear
combination fitting of XAS was conducted on NiSi, after 350
and 700 °C post-treatment and compared with the reference
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samples of NiSi, Ni,Si, and Ni(0) foil (Figure 3i and 3j). It
showed that for the sample post-treated at 350 °C, the fit is
consistent with the presence of ca. 95% NiSi, and 5% Ni(0),
whereas after post-treatment at 700 °C, the data perfectly fit to
NiSi, reference sample. The fitting results confirm the
observation from previous XPS results (Figure 2) that phase
transformation occurred during post-treatment and that this
Nirich layer was mainly composed of NiSi, after post-
treatment at 700 °C.

I-V Characteristics of NiSi, on Si(100) Wafer. In order
to gain insight into the NiSi, layer, the current (I)—voltage (V)
characteristics were measured by the four-point probe setup, as
shown in Figure 4a and I-V curve in Figure 4b. Rather than the
Ohmic behavior, the I-V curve is reminiscent of a nonideal
diode, which suggests a Schottky barrier with the rectifying
behavior in the layer, presumably resulting from the ensemble
of junctions between the individual NiSi, nanoparticles (Figure
S4). Accordingly, the thermionic emission model (1)*** was
adopted to fit the positive part of I-V characteristics, given by

Ia — AAOTZC_CD“/kBT[e_EO(V_R”IA)/nkBT _ 1] (1)
where I, is applied current (A), V is measured voltage (V), A is
active area (7.8 X 1077 m?), A, is effective Richardson constant
(120 X 105 A'm™>K™?), T is temperature of the junction (298
K), kg is the Boltzmann constant (8.62 X 10° eV/K), @, is
Schottky barrier height (eV),  is the ideality factor, and R is
the series resistance (Q) (see the Supporting Information for
calculation method).

For the as-synthesized sample, the fitted Schottky barrier
height and the series resistance are 0.51 eV and 371.8 €,
respectively, with the ideality factor of 157 (Table 2). Following
the same fitting procedure, Schottky barrier heights after post-
treatment at 350 and 700 °C significantly decrease to 0.49 and
0.41 eV; similarly, the series resistances decrease to 130.9 and
8.5 Q. The ideality factors, on the other hand, remain within
the same order of magnitude (107 and 394), indicating a

Table 2. I-V Characteristics of NiSi, on the Si(100) Wafer

condition @, (eV) R, (Q) n Log I/Log V
As-syn” 0.51 371.8 156.7 2.8
PO _350” 0.49 1309 1067 22
PO_700° 0.41 8.5 393.8 2.1

“As-synthesized sample. ”Sample after post-treatment at 350 °C.
“Sample after post-treatment at 700 °C.

DOI: 10.1021/acsami.6b13852
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nonideal -V behavior for NiSi, prepared by the chemical
method. The higher barrier and series resistance of as-
synthesized wafer are probably resulted from the presence of
organic residues and the amorphous layer formed by the
chemical method. The post-treatment at high temperature
eliminates the organic residues, decreases the carbon content
and improves surface roughness as shown by the XPS and AFM
results (Figure 2), thus allowing a lower series resistance down
to 8.5 Q (170 uQ.cm for resistivity). However, compared with
the reported resistivity of NiSi, layer by CVD method (36 €2
cm),"” the higher resistivity and ideality factor suggest the
presence of more resistive domains, possibly voids, between
NiSi, nanoparticles, resulted from the removal of carbon
contamination and the diffusion of Ni atoms by the post-
treatment. This phenomenon can be also evidenced by the XPS
depth profile (Figure 2a—c). After post-treatment at 350 and
700 °C, the oxygen ratio increases from 13% to 40% and 50%,
respectively (Figure 2b, c). However, voids are formed upon
removal of carbon contamination (carbon content decreases
from 36 to S at %), allowing more oxygen to diffuse in this
layer. In the same time, due to the diffusion of Ni atoms into
the substrate (Ni content decrease from 28 to 16 at %), the
layer becomes thinner with more voids, as shown by the TEM-
EDS mapping image (Figure SS). Thus, the NiSi, layer is
composed of the intercalation of nanoparticles as electron traps
and resistive domains, in which the current conduction comes
from charges jumping over barriers in between these nano-
particles. This is corroborated by the behavior of space charge
limited current, proved by the ratio of Log I/Log V'is close to 2
in Figure 4¢,* which leads to an overall higher resistance and
ideality factor of the NiSi, material prepared by the chemical
method.

B CONCLUSIONS

In this study, a one-pot chemical approach was developed to
deposit NiSi, layer on Si wafer with competitive Schottky
barrier and resistivity. This NiSi, layer was formed in two steps
through (1) the formation of a homogeneous nickel silicide
layer upon reaction of Ni(COD), and SiH, with the wafer
surface at low temperature, here 55 °C, followed by (2) a post-
treatment under H, at 700 °C, yielding a NiSi, layer according
to XPS and XAS analysis. This post-treatment removes organic
residues and allows a lower Schottky barrier of 0.41 eV and
resistivity of 170 u€2-cm. Furthermore, using trenched Si wafer
and the same one-pot synthetic approach (Figure S6), TEM-
EDS mapping of the as-synthesized sample shows the
deposition of an homogeneous layer on top of the trenched
structure with the step coverage of 0.74, which is comparable to
what is obtain by CVD method, thus showing that this method
can be applied to more complex structures. In summary, this
method provides another route for the deposition of metal
silicide at low temperature, and it has the advantage to be easily
applied to 3D structures by conformal deposition on state-of-
the-art semiconductor devices.

B METHODS

General Information. The experiments were carried out by
Schlenk techniques and in a mBraun LABstar glovebox under an argon
atmosphere. Toluene was dried and collected using a mBraun SBS-800
purification system and degassed by Schlenk techniques (vacuum to
107" mbar and sparge with dry Ar for 10 times). 40% HF solution was
purchased from VWR. Si(0) nanopowder was purchased from US-
nano with the size between 20 and 30 nm and with 98% purity.
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Ni(COD), were purchased from Strem and used as received. 1% SiH,
(NS.0) in helium was purchased from PanGas. Pure H, (NS.0) gas was
also purchased from PanGas. Every glassware was oven-dried for at
least 4 h prior to use at temperatures greater than 150 °C.

Nickel Silicide Colloidal Nanoparticle Synthesis on Si Wafer
(One-Pot Synthesis). First, p-type double-polished 4 in. Si wafers
with (100) orientations were diced into 2 cm X 1 cm dies and cleaned
by 40% HEF solution for 60 s. The diced wafers were then dried in a
high vacuum (~1 X 10~° mbar) Schlenk line for 12 h.

Second, one diced Si wafer and 20 mg of Ni(COD), (0.07 mmol)
were placed in a 325 mL reactor in the glovebox. Then, the reactor was
connected to Schlenk line and 10 mL toluene was injected into the
reactor at room temperature until all Ni(COD), were dissolved under
gentle stirring. Then, 2.7 bar of 1% SiH, (0.33 mmol) was put into the
reactor at room temperature and 0.01 mmol of H, was put in the
reactor. After that, the temperature was raised to S5 °C. After 16 h,
there was a layer on top of the substrate and the formation of colloidal
solution (dark solution formed). The colloidal solution was transferred
out of the reactor and the as-synthesized wafer was washed for 2 times
in the reactor with 10 mL dry toluene. Finally, the wafer was dried in
vacuum (~1 X 107> mbar) for 3 h, and the reactor was transferred into
the glovebox so that the as-synthesized wafers could be stored and
analyzed in the inert condition.

Nickel Silicide Colloidal Nanoparticle Synthesis on Si(0)
Nanopowder (One-Pot Synthesis). First, Si(0) nanopowders were
treated with 900 °C in H, flow for 12 h to remove the surface silica
and regenerate Si—H bond on it (Figure S3).

Second, SO mg of Si(0) nanopowders and 73 mg of Ni(COD),
(0.27 mmol) were put in the 325 mL reactor in the glovebox. Then,
the reactor was connected with Schlenk line and 10 mL of toluene was
injected into the reactor at room temperature until all Ni(COD), were
dissolved under stirring. Then, 3.5 bar of 1% SiH, (0.45 mmol) was
put into the reactor under room temperature and 0.01 mmol H, were
put in the reactor. After that, the temperature was raised to 55 °C.
After 16 h, the solution was composed of dispersed silicon
nanopowders and black colloidal solution (sub-10 nm nanoparticles).
The reactor was transferred into the glovebox and the silicon
nanopowders were washed with 10 mL of dry toluene and filtered 3
times. Then, the as-synthesized nanopowders were dried in high
vacuum (~1 X 107 mbar) for 3 h.

Post-Treatment Condition. As-synthesized wafer/nanopowders
was treated at high temperature (350 or 700 °C) under a pure H, flow
at 950 mbar for 12 h.

Characterization Techniques. TEM and EDS images were taken
with a FEI Tecnai Orisis ultrahigh vacuum transmission electron
microscope. The AFM measurements were conducted on a
commercial AFM system (BioScope Catalyst, Bruker Nano, Santa
Barbara, California) that is mounted onto an inverted confocal laser-
scanning microscope (FluoView FVS500, Olympus, Center Valley,
Pennsylvania). The images shown in this study were obtained using
tapping mode AFM with CT300R-2S cantilever probes (Nanoscience,
USA). The AFM images are 1 ym in size, with a resolution of 256 X
256 pixels, and a scan rate of 0.2 Hz. FTIR spectra of wafers were
recorded in transmission mode on Thermo Scientific, Nicolet 6700, in
which the measurements were performed under inert condition with a
deuterated triglycine sulfate (DTGS) detector with 1000 averaged
scans to achieve an optimal signal-to-noise ratio. FTIR spectra of
nanopowders were recorded in transmission mode on a Bruker
ALPHA-T FTIR spectrophotometer under inert condition.

XPS depth profiles were obtained using a Kratos Axis Ultra DLD
spectrometer with monochromic Al Ka radiation (1486.6 V). A
commercial Kratos charge neutralizer was used to avoid non-
homogeneous electric charge and to achieve better resolution. The
resolution measured as full width at half-maximum of the curve fitted
photoemission peaks was approximately 1 eV. Binding energy (BE)
values refer to the Fermi edge and the energy scale was calibrated
using Au 4f;/, at 84.0 eV and Cu 2p;,, at 932.67 eV. Samples were
attached to a stainless steel sample holder bar using a double-sided
sticking Cu tape. XPS data were analyzed with CasaXPS software
version 2313 Dev64 (www.casaxps.com). The C—C component of the
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C 1s peak was set to a binding energy of 284.8 eV to correct for charge
on each sample. Curve-fitting was performed following a linear or
Shirley background subtraction using Gaussian/Lorentzian peak
shapes. The atomic concentrations of the elements in the near-surface
region were estimated taking into account the corresponding Scofield
atomic sensitivity factors and inelastic mean free path (IMFP) of
photoelectrons using standard procedures in the CasaXPS software.
Depth profiling was conducted by step by step sputtering of a sample
with a Kratos polyatomic sputtering gun operating in Ar mode at $
keV, I,,~ 1 pA. Thickness of the layers was calibrated using the TEM
measured thickness.

Ni 2p and Si 2p XPS spectra were acquired by an ESCA KRATOS
AXIS ULTRA, which were performed using a monochromatic Al K,,
(1486.6 eV) X-ray source (chamber under high vacuum). XPS spectra
were fitted by the Gaussian—Lorentzian function after subtraction of
baseline (Shirley baseline).

XAS data were carried out at the X10DA (Super XAS) beamline at
the Swiss Light Source, Villigen, Switzerland. Spectra were collected
on pressed pellets optimized to 1 absorption length at the Ni K-edge
in transmission mode. The beamline energy axis was calibrated with a
Ni reference foil, in which energies are measured at the inflection
point(s) of the absorption signal, and the precision on the energy of
the edge is +0.5 eV in the (8303—8373 eV) area. The spectra were
background-corrected using the Athena software package. Linear
combination fits were performed by the routine of Athena software”'
over the range of 8300 to 8600 eV using reference spectra of Ni(0)
foil, Ni,Si, and NiSi,.

For four-point probe measurement, four 100 nm gold (Au)
electrodes were evaporated to a circle-shape layer (0.25 mm in radius;
separate with each one by 1 mm) with a deposition rate of 5 + 2 A.s™"
by thermal evaporation of Au ingots under high vacuum (~1 X 107
mbar). The Au ingots (99.999%) were supplied by Kurt J. Lesker. A
MBraun glovebox integrated MBraun vacuum thermal evaporator was
used for the Au evaporation. The probe station used for I-V
characteristic measurement is a Signatone S1160, and the -V data
were acquired by a Keysight B1500 with B1510A High Power source/
monitor unit (HPSMU).

TEM Sample Preparation by Tripod Method. The as-
synthesized wafer was cleaved into two pieces of 2.5 X 1.8 mm.
These two pieces were then glued face-to-face with a Gatan G2 epoxy
glue, in which the face to be observed was in the middle.

The procedure to complete polishing had two steps. First, the
specimen was mounted on the side of a tripod polisher using
Quickstick at 100 °C. A polishing of one side to remove most of the
bulk materials was processed by a series of plastic diamond lapping
films, with grains of decreasing sizes (30, 1S, 6, 1, 0.5, and 0.1 ym) and
a final step was done on a soft felt covered disc impregnated with silica
of 25 nm grain size.

Second, the specimen was mounted on the bottom of a tripod
polisher using Quickstick at 100 °C. In this step, the glass support has
to be perfectly flat polished to ensure a correct 0.6° angle of the wedge
shape of the specimen. The flat polishing of the glass also prevented
from bubble formation in the Quickstick that would break the
specimen when the thickness is down to 100 nm. Also, this step was
processed by a series of plastic diamond lapping films, with grains of
decreasing sizes (30, 15, 6, 1, 0.5, and 0.1 ym) and a final step was
done on a soft felt covered disc impregnated with silica of 25 nm grain
size. The specimen is ready when interference fringes can be observed
on it, proving its electron transparency.

Finally, the specimen was glued on a Mo grid with a diameter
adapted to the holder of the microscope. After one night of drying, the
grid was detached from the tripod using acetone to dissolve the
Quickstick, and the specimen was cleaned.
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