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The formation of extended metal thin films (<5 nm) or monolayers on oxide surfaces, for applications in (electro-)catalysis, has
never been achieved due to the high interfacial energy of the metal/oxide interface that always results in a 3D growth of the
deposited metal. To realize 2D growth, the outermost surface of the oxide must be reduced prior to metal deposition in the same
system. Here, we demonstrate that the polyol method, typically used for metal nanoparticles synthesis, can be used for the
reduction of oxide thin films. The reduction of the oxide layer upon heating in ethylene glycol was electrochemically monitored
in situ by measuring the open circuit potential and confirmed by cyclic voltammetry and near ambient pressure X-ray photoelectron
spectroscopy. The reduction of oxide thin films could be verified for nanoparticles of Sn, Ni and Sb-doped SnO, in accordance with
thermodynamic calculations. This method will enable the formation of metal thin films and monolayers on oxide substrates for
applications in (electro-)catalysis.
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Metal/oxide interfaces play important roles in several applica-
tions including microelectronics, materials science, and chemical
applications, where the metal over-layer is in the form of particles,
such as in catalysis, or thick films (>50nm), such as in the
semiconductor industry. The deposition of metallic monolayers or
extremely thin films (<5 nm) on oxide surfaces, for applications in
heterogeneous catalysis and electrocatalysis, has never been
achieved due to the high interfacial energy of the metal/oxide
interface that always results in a 3D morphology growth of the
deposited metal.'™ To realize these structures, the metal/oxide
interfacial tension has to be minimized, for example, by reducing
the outermost surface of the oxide support before metal deposition.

In general, oxide reduction is achieved by either heating an oxide
in the presence of a reducing agent, or by electrochemical means,
such as aqueous or molten salt electrolysis.”'* In fine materials
processing methods, electrochemical reduction has several advan-
tages over gas phase reduction, including ease of use, precise control
over the morphology, the possibility to accurately monitor the
process via electrochemical means, and the ability to perform
additional processing steps, such as metal deposition, in situ.”'
Such in situ techniques have been extensively used in synthesizing
core—shell metallic nano-structures for application in the fields of
(electro-)catalysis,>™'® biology,'® materials chemistry,>*' and
sensors.”>>

Continuous metal films on high surface area supports are among
the most promising structures for next generation electrode produc-
tion in batteries and fuel cells.>*° To obtain these structures on
oxide support materials, the outermost surface of the oxide must be
reduced to form a metallic buffer layer on which metal deposition
takes place. However, most surfaces re-oxidize after reduction
treatment once the reducing agent is removed. Thus, successful
pre-reduction should be performed directly before subsequent
metallization steps, without removing the material from the reduc-
tant.
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One wet chemical reduction method that has been extensively
employed in the synthesis of (metal) nanoparticles,*>* could be
very suitable for in situ surface processing steps. This method is
based on polyols, such as ethylene glycol (EG), di-, tri, and
tetraethylene glycol, or glycerol.>' The polyols act as both solvent
and reducing agent. They reduce solvated precursors to form
metallic nanoparticles, and protect the nanoparticle surfaces from
re-oxidation to enable subsequent metal deposition steps.>”*>~%
This technology would be very useful in electrode processing, if the
reduction step can be additionally applied to solid surfaces, as it
allows for uniform metallization of high surface area supports.

Here, we demonstrate that the polyol method can be used to
reduce solid-state ions, specifically metal oxide surfaces, which is a
completely new application of the polyol process. We show that
metal oxide thin films, formed on bulk metallic substrates, metallic
nanoparticles, and metal oxide nanoparticles, can be reduced by
simply heating them in the appropriate polyalcohol, which would
allow for a subsequent metal deposition step in the same solvent. In
this system, the oxide reduction process can be in situ monitored, by
measuring the electrode potential as a function of the temperature.
The electrochemical means to monitor oxide reduction were con-
firmed by in situ near ambient pressure X-ray photoelectron spectro-
scopy (XPS) measurements. This polyol processing technique offers
a low cost, easy to use, and highly adaptable method for a broad
range of systems,>' > and will be a key processing technique in next
generation fuel cell and battery electrode preparation.

Experimental

A modified polyol setup to monitor oxide reduction.—In order to
investigate the reduction of an oxide thin film by monitoring the
potential of the working electrode (a Sn oxide/Sn wire in this case)
against a reference electrode (RE) as a function of solvent
temperature, a typical polyol setup was modified as schematically
shown in Fig. 1a. As the most suitable solvent for this study, EG was
chosen as the most basic polyol and due to its dominant role in the
synthesis of noble metal nanoparticles.>’ To avoid the high
temperature of the system upon heating, a Ag/AgCl RE was not
directly placed in the EG but separated by two electrolyte bridges
(EBs) filled with the same polyol. Figure 1b shows the temperature
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Figure 1. (a) Modified polyol setup used for monitoring the potential of the working electrode during the reduction by ethylene glycol; (b) temperature measured
in the first and the second electrolyte bridge while heating the solution at 1 °C min™".

inside the first and second EBs, represented by the blue and red dots,
respectively, as a function of EG temperature. Clearly, a single EB is
not sufficient to prevent the RE from reaching the boiling tempera-
ture of the water-based RE electrolyte. However, when using two
EBs, measurements until 180 °C can easily be achieved. Ar purging
for 90 min with a flow rate of ca. 20 1h~" was necessary to remove
most soluble oxygen from the EG solvent. The potential of the
working electrode was monitored at room temperature during the Ar
purging. It was found that the potential gradually moves to more
negative values with the Ar purging until a steady state potential was
obtained indicating a constant concentration of oxygen in the
solvent. This also suggests that the potential of the Sn electrode is
mainly controlled by the O,/H,O redox equilibrium at room
temperature. After 90 min of Ar purging the flow rate was reduced to
101h ™" during the experiment. The temperature of the system was
increased with a ramp rate of 1°Cmin~"' until the temperature
reached the desired endpoint after which the system was allowed to
cool down to room temperature at a rate of 1°Cmin ' For
measurements on nanoparticles, 10 ul of an ink consisting of
1.0 mg nanoparticles in 3.3 ml 2-propanol was drop casted onto
the polished end of a glassy carbon rod (5 mm diameter), which
served as the working electrode.

Cyclic voltammetry in the modified polyol setup.—All Cyclic
voltammetry (CV) measurements were performed at room tempera-
ture in the modified polyol setup described above with a scan rate of
25mV s, For CV measurements at intermediate points during the
heating cycle, the heating was interrupted at the indicated tempera-
ture and the reaction was flash-cooled to room temperature using an
ice bath. To measure the potential more accurately, the EBs were
removed and the RE was placed directly in the reaction vessel. A
curled up gold wire was used as the counter electrode for the CV
measurements. The measured currents were normalized to the
exposed surface of the wire (calculated from the thickness and the
electrolyte exposed length) or the area of the GC rod (0.196 cm?),
respectively.

X-ray photoelectron spectroscopy (XPS).—In-situ XPS measure-
ments were performed using a Phoibos NAP-150 hemispherical
analyzer from SPECS Surface Nanoanalysis GmbH. The excitation
source was a monochromated Al k-a. A 1cm x 1cm piece of Sn
foil was mounted onto a stainless steel sample holder. Prior to
loading, the foil was cleaned by ultrasonication in acetone and
deionized water. The sample was first measured in vacuum, as-
loaded. The sample was then heated to 150 °C in an atmosphere of
0.1 mbar of EG. Heating was accomplished by illuminating the
back-side of the sample holder with an infrared laser. Temperature
was controlled using a calibration curve, whereby 3 W were required
to heat the sample to 150 °C. The 0.1 mbar vapor pressure of EG was
accomplished by dosing EG through an ultra-high vacuum leak

valve. EG was placed into a glass container, welded to a DN16-CF
type flange, which was connected to the leak valve. The EG was
degassed by several freeze-pump-thaw cycles, pumping to a turbo-
molecular pump, having a base pressure of 1 x 107" mbar. At room
temperature, the ultimate pressure achievable when dosing EG was
only 0.04 mbar. Therefore, we heated the EG up to 70 °C by
wrapping the glass vessel in heating tape. At 70 °C a pressure of 0.1
mbar could be reached in the analysis chamber. A mass spectrometer
(Pfeiffer Prisma), attached to the analysis chamber confirmed that
EG, was being filled into the chamber. The mass spectrum showed a
molecular peak of 62 AMU, as expected for EG.

Thermodynamic Calculations.—To examine the possibility of
reducing bulk metal oxides, we first consider the thermodynamics of
metal oxide reduction in a polyol medium (ethylene glycol). By
considering the full reduction of the metal oxide MO, to the
corresponding metal (Eq. 1) and the full oxidation of EG to CO,
(Eq. 2), and assuming standard conditions at the boiling point of the
solvent, the Gibbs free energies (AG,q) for the reduction of
numerous oxides were estimated previously.

M,0, + 2xH" + 2xe” — yM + x H,O [1]

(CHOH), + 2H,0 — 2CO; + 10H" + 10e” [2]

While the oxidation of EG during the Eolyol process follows a much
more complex reaction pathway.**™** such calculations provide a
useful indication of what might thermodynamically be possible.
Thus, the Gibbs free energies of the reduction of three metal oxides
(tin, nickel, and tantalum oxides) using EG were calculated as a
function of temperature (AqG(T)) under otherwise standard con-
ditions (pressures/activities) using the standard enthalpy of forma-
tion (AfH?) for the reactants and the standard entropy (S?) for each
compound at 25 °C, assuming that the entropy term is not a function
of temperature within the investigated temperature range (Eq. 3).**
For the calculation of the Gibbs free energy of reduction under more
realistic conditions, the initial activities (a;) of reactants and ZProducts
were taken into account (Eq. 4) using Raoult’s law (Eq. 5). 3 In our
experimental setup, an initial concentration of 100 ppm of H,O was
measured by Karl Fischer titration and the maximum partial pressure
(p;) of CO, was estimated to be 40 ppm, i.e., 10% of the partial
pressure of CO, in air (under the condition of continuous purging
with Ar). The activities of EG and all solid reactants were assumed
to equal 1.

AwdG(T) =Y viAH? — TY 1487 3]
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Exemplarily, the Gibbs free energy was calculated for the reduction
of tin, nickel and tantalum oxide assuming the following reaction
equations (thermodynamic values given in Table S1 available online
at stacks.iop.org/JES/168/014506/mmedia):

Polyol reduction of SnO,: 5 SnO, + 2 (CH,OH); — 5 Sn
+4CO, + 6H,0

Polyol reduction of NiO: 5 NiO + (CH,OH), — 5Ni
+2CO, + 3H,0

Polyol reduction of Ta,O5: Ta,Os + (CH,OH), — 2 Ta
+2C0O, + 3H;0

When comparing the Gibbs fee energies of reduction under standard
conditions (Fig. 2a) to more realistic conditions, taking the initial
activities of reactants and products into account (Fig. 2b), it can be
seen that, while nickel oxide may be reduced by EG even at room
temperature and standard conditions, tantalum oxide cannot be
reduced even up to the boiling temperature of EG. The calculations
for tin oxide showed that, at standard conditions, it cannot be
reduced by EG up to 200 °C. However, when reduced activities for
CO; and H,O were considered, the results suggested that tin oxide
could be reduced by EG even at room temperature.

Results

The measurement of such reduction processes is not trivial for
oxide nanoparticles dispersed and heated in EG. To facilitate the
monitoring of oxide reduction, initial experiments were carried out
to reduce oxide thin films on their corresponding metal substrates.
This was achieved by dipping a Sn wire covered with native Sn
oxide (Sn oxide/Sn) of an approximate thickness of 2-4nm (a
surface oxide thickness expected after long time exposure to air)***
in EG and monitoring the potential vs a reference electrode. Lithium
bis(trifluoromethanesulfonyl)imide (LiTFSI) was added to the EG to
ensure sufficient ionic conductivity for in situ electrochemical
characterization, while oxygen was removed by purging with argon
to prevent re-oxidation.

The potential in any system is the result of a charge separation
across the interface of two conducting phases.*® Thus, a sudden
change in potential would be expected upon reduction of the oxide
layer, due to the different surface-electrolyte interaction between a
semiconducting oxide and a metal electrode.*’ Figure 3a shows the
change in the Sn oxide/Sn electrode potential, vs Ag/AgCl, as a
function of EG temperature (1 °C min~' ramp rate).

It can be clearly seen that there are three distinguishable stages
during the heating ramp. At stage I, a linear behavior of the potential
vs temperature was observed, followed by a sudden decrease in the
measured potential (stage II), and then a steady-state potential was
obtained (stage III). The potential drop may indicate oxide thin film
reduction, and a steady-state potential most likely indicates that no
further changes (namely oxide reduction) are taking place,*®
although the temperature is still increasing, which suggests that
the oxide reduction process has been completed.

Based on a typical polyol method, in which solvated metal ions
are reduced to form metal nanoparticles, the behavior observed here
is what is expected for the reduction of an oxide. For a metal ion to
be reduced by a polyol, as long as it is thermodynamically favorable,
a reaction barrier between the reduction potential of metal ions and
the oxidation potential of polyol must be overcome by heating the
polyol.** Therefore, in metal ion reduction, no substantial physical
changes are observed until a significant reduction takes place at a
threshold temperature, after which the color of the solution changes
dramatically, indicating the formation of nanoparticles.
Thermodynamically, oxide reduction can start at temperatures as
low as 30 °C (Fig. 2b), but the reaction might still be kinetically
hindered. This can be attributed to the time needed to reduce the
oxide film and reveal the metal underneath it. According to our
hypothesis, the potential drop starts only when the underlying metal
is exposed to the EG, which requires reduction of the oxide film on
top. In other words, it is possible that oxide reduction starts at low
temperature, but the potential drop takes place only after consuming
enough oxide to reveal the underlying metal.

In fact, clear signs of reduction, i.e. a change in the slope of the
OCP-temperature profile resulting in a sudden potential drop, start at
a threshold temperature of around 60 °C and continue until the oxide
film has been fully reduced, after which a steady-state potential is
reached. Upon cooling, this steady-state potential is maintained,
indicating that the surface does not re-oxidize in the Ar-saturated
electrolyte, confirming that the reduction is indeed kinetically
hindered rather than the reduced surface being thermodynamically
instable.

When performing a second heating cycle, following the reduc-
tion, the potential decrease is marginal compared to the distinct drop
during the first heating ramp. This shows that the reduction had been
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Figure 2. Gibbs free energy calculated for oxide reduction with EG to the corresponding metal at (a) standard conditions and (b) non-standard conditions (40

ppm CO, and 100 ppm H,0).
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Figure 3. Chemical reduction of the native oxide thin layer on a Sn wire in ethylene glycol containing 0.25 M LiTFSI; (a) OCP-temperature profile with three
distinguishable stages (I—III) and intermediate points used for electrochemical characterization; (b) CV of a fresh Sn wire; (¢)—(f) CVs recorded at intermediate
points during the reduction (after flash-cooling from the indicated temperature to room temperature) compared to the fresh wire showing increasing reduction of
the native oxide. All CVs were recorded at room temperature (RT, 15-25 °C) at 25 mV s !

completed during the first cycle, and little to no re-oxidation by to the electrolyte. CVs were conducted in the polyol solution in the
residual oxygen had occurred. To check this hypothesis, cyclic presence of a conducting salt at room temperature after flash-cooling
voltammetry (CV) measurements were performed at various stages the solution from different temperature points of the heating cycle.
of the reduction process (Figs. 3b—3f) using a fresh wire for each When starting at the open circuit potential (OCP) of a fresh Sn wire,
experiment and normalizing the current to the surface area exposed a reductive peak at —0.96 V (vs Ag/AgCl; Vsgaect) is observed

o
o
T

b

20

N
o
T

BN sno,

» n
- ~
%) )
- e
O O
o~ o~
o o
- A
—i15 | — L
= B2 sn metal = 30
= = 130 min
» Gas Bkg. n :
GC) 10 % 20
- —
< £
© 5 ‘@ 10
c c i
5 S 0 min.
2 0 L 1 " " L L 2 0 L ! L " N L
500 496 492 488 484 480 476 500 496 492 488 484 480 476
Binding Energy [eV] Binding Energy [eV]
X —1o00} d
d o
% X
1) e,
@) c
= 2
= ‘D
o
_..i‘ Q
@ &
o
2 O
C —
= g
©
& 2
Re) A n
[¢p] 0 1 1 1 1 1 1 1 1 1 1
500 496 492 488 484 480 476 0 60 120

Binding Energy [eV] Relative Time [min.]

Figure 4. Near ambient pressure XPS showing the reduction of the native tin oxide thin film by EG. (a) Sn 3d signal of a fresh sample showing mainly tin oxide;
(b) development of the Sn 3d signal upon heating to 150 °C in 0.1 mbar EG atmosphere; (c) Sn 3d signal after reduction; (d) partial contributions of the tin oxide
and the elemental tin signal as a function of heating time.
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during the negative going scan, corresponding to the reduction of the
native oxide thin film (Fig. 3b). At the end of stage I (Fig. 3c), the
reductive feature had shifted to slightly more negative potentials,
most likely due to flash-cooling the solution below room temperature
resulting in slower reduction kinetics,*® but the total charge
remained the same, indicating that no reduction has occurred.
After the initial potential drop at ~70 °C (Fig. 3d), the reductive
feature had decreased slightly compared to that of a fresh Sn wire,
indicating the onset of the reduction. This implies that the potential
drop is due to the oxide reduction, revealing metallic Sn, and that the
intermediate potential plateau during stage II could be the result of a
mixed potential region with Sn oxide and Sn surface being exposed
while the reduction continues. After the second potential drop of
stage II at ~100 °C, the reductive feature had mostly disappeared
(Fig. 3e), and when the wire had been heated to the final temperature
of 120 °C, no further reduction could be observed during the CV
(Fig. 3f), proving that the oxide reduction process has been
completed on all surfaces that were in contact with EG and in turn
electrochemically accessible by the electrolyte. A similar drop in the
OCP has been observed when heating a Sn wire in pure EG
indicating that the method of measuring the OCP can be applied
to systems without additional conducting salts as well (Fig. S1).
However, due to the low ionic conductivity in pure EG, the
reduction could not be verified by measuring CVs.

To confirm that the reduction of SnO, occurs in pure EG, near
ambient pressure XPS was performed on a Sn foil to monitor the
reduction in situ. The initial spectra of the sample, upon loading into
vacuum from air, showed that the sample exhibited no signs of
contamination except for the “adventitious carbon” signal typical for
samples having been exposed to air.*’ The Sn 3d signal revealed
signs of a thin native oxide layer formed on the foil, as evident from
the oxidized Sn signal at a binding energy of ca. 487.1 ¢V.>° One can
also discern a weak si§nal from metallic Sn, at a binding energy of
ca. 485.0 eV (Fig. 4a).”' These observations suggest that the metallic
Sn is buried under an oxide of ca. 6 nm thickness (based on the Sn°
relative to the Sn*" signal intensity, and assuming an inelastic mean
free path of 2nm, for electrons with 1000 eV kinetic energy in
Sn0,). Note that an accurate determination of the Sn:O stoichio-
metry in the oxide film was not possible, due to the presence of the
adventitious carbon (which also contains oxygen), and due to the
fact that the oxide film was so thin, its signal has not converged to its
bulk value. Nonetheless, a rough approximation of the Sn:O ratio,
whereby these factors are ignored, gives a Sn-to-O ratio of 3:7,
which is close to the 3:6 ratio one would expect for SnO,. Thus we
conclude that the native oxide was likely composed of SnO,.

After heating the Sn foil in EG (0.1 mbar) to 150 °C, the Sn 3d
signal of the metallic component slowly starts to rise, while the
signal of the oxidized component slowly decreases (Fig. 4b). The
transition continues, and slows down to a near steady state after ca.
120 min (Fig. 4c). After this time, some small amount of oxidized Sn
could still be discerned in the spectrum, equating to roughly 5% of
the initial SnO, signal intensity (Fig. 4d). Presumably, a higher
pressure of EG or a higher temperature would eventually completely
reduce this species. These results with EG vapor further prove that
the reduction of the oxide film is achieved without dissolving the

metal fons as it would be the case in a classical polyol process.>*

Discussion

Having shown that EG is capable of reducing the native oxide
layer on bulk Sn by two in situ techniques, the potential of Sn
nanoparticles (NPs, <150 nm), drop-casted onto a glassy carbon
(GC) disc, was measured in the LiTFSI-modified polyol setup to
check whether this method can be applied to nanoparticles as well.
Sn nanoparticles are also covered with a thin layer of Sn oxide,
where the composition/thickness of this oxide depends on the
synthesis method.”> The OCP-temperature profile shows a potential
drop that starts around 95 °C, followed by a second potential drop
beginning at 150 °C (Fig. 5a). This indicates that the Sn oxide thin

film on nanoparticles might be more resistive to reduction than that
on a flat Sn substrate, as would be expected due to the particle size
effect on the surface energy that shifts the redox equilibrium towards
the oxide for smaller particles.”® Additionally, the contact between
the nanoparticles forming the film may result in a reduced
accessibility by EG, thus requiring more time and higher tempera-
tures for the reduction. The absence of a hysteresis between the first
and the second heating ramps in addition to a potential difference of
about 470 mV between initial and final state indicate that oxide
reduction has successfully taken place. Again, the reduction could be
confirmed by the disappearance of the native oxide reduction feature
in the CV after the heating cycle (Fig. 5b).

The thermodynamic calculations (Fig. 2) suggested that the
reduction of NiO by EG should be possible, while Ta,Os should
be unreducible even at 200 °C. Having established that a distinct
drop in potential shows the reduction of the native oxide thin film,
further experiments were carried out to prove the general applic-
ability of the method. As expected, the initial potential drop,
indicating the start of oxide reduction, occurred at a relatively low
temperature of ~40 °C when using a Ni wire (Fig. 6a). Interestingly,
the potential during the second heating cycle perfectly overlapped
with the cooling branch of the first cycle, indicating that the
reductive strength of EG was sufficient to prevent any re-oxidation
of nickel by traces of oxygen in the system. Again, for nickel
nanoparticles (<100 nm), the reduction took place at higher tem-
peratures compared to a flat substrate, with no further reduction
observable during a second heating cycle (Fig. 6¢). On the contrary,
the potential returned to the initial state when a tantalum wire was
heated in EG, indicating that no reduction of tantalum oxide had
taken place (Fig. 6b). Still, a hysteresis in the potential-temperature
profile was observed which may hint towards a reversible interaction
between EG and tantalum oxide that is kinetically hindered.

To this point, surface oxide reduction has merely been shown on
native oxide thin films on metal substrates. However, the general
applicability of using the polyol process for the reduction of surface
oxides would require that it is possible to reduce the surface of bulk
oxides as well. Thus, nanoparticles of antimony-doped tin oxide
(ATO, <50nm), which are sufficiently conductive to allow for
monitoring the potential, were investigated (Fig. 6d). According to
the previous observations, the two distinct potential drops, starting at
~60 °C and =140 °C, respectively, and a potential difference of
~170 mV at room temperature after the heating cycle strongly
indicate that the reduction of the ATO surface was successful.

To demonstrate the general applicability of the newly discovered
phenomenon, Fig. 7 shows the Gibbs free energy of reduction of a
large number of oxides, using EG, plotted against temperature (both
at standard and non-standard conditions). Figure 7a shows that there
is a broad spectrum of oxides that can be readily reduced by EG,
even at room temperature, for instance, NiO, CuO, Co30y, IrO, and
MoQOj;. Some oxides, like Fe,Oj3, can be reduced by EG at elevated
temperatures, and numerous oxides cannot be reduced even at EG’s
boiling temperature, e.g., SnO,, WO;3, Al304 and ZnO. We have
shown earlier that Sn oxide can be reduced by EG if the non-
standard conditions are considered in the calculation.

Figure 7b, in which the non-standard conditions were considered
in the calculation, shows that other than SnO,, there are a few metal
oxides that can be reduced by EG when the water content and CO,
concentrations are low enough. These oxides include In,O3, Fe;0y,,
and WO3. The comparison between Fig. 7a and b shows that the
lines representing these metal oxides have moved below the zero line
and thus they thermodynamically can be reduced by EG (if a full
oxidation to CO, is assumed). In Fig. 7c, the reduction of SnO, to Sn
is calculated for a variety of (poly)alcohols assuming full oxidation
to CO, and H,O, and non-standard conditions (the calculations
needed to obtain this figure are provided in the SI). While these
thermodynamic calculations obviously neglect the complexity of the
reduction reaction, they indicate that by tuning the reaction condi-
tions, e.g. reducing the concentration of the side products H,O and
CO,, and choosing a suitable (poly)alcohol, it is possible to reduce
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Figure 6. OCP-temperature profiles of (a) a Ni wire; (b) a Ta wire; (c) Ni nanoparticles; and (d) Sb-doped Sn oxide (ATO) nanoparticles while heated in

ethylene glycol containing 0.25 M LiTFSI.

the surface of a broad range of metal oxides. It could be confirmed
by near ambient pressure XPS that indeed methanol is capable of
reducing the native SnO, layer on a Sn substrate (data not shown).

Conclusions

The results presented in this study clearly demonstrate that the
polyol method is an efficient process in reducing oxide thin films on
extended surfaces as well as on nanostructures. It was further shown
that the reduction of these oxides can be in situ monitored by cyclic
voltammetry when adding a conductive salt, e.g. LiTFSI. A drop in
OCP was established as a clear indication for the reduction of an
oxide thin film, thus allowing for a simple method to monitor the
reduction process. In-situ recorded near ambient pressure XPS
directly showed the reduction of the native oxide layer on a Sn

substrate by EG at elevated temperatures, thus verifying the
electrochemical measurements. By OCP measurements, we have
shown that EG can reduce both Sn and Ni oxides, but it is not
capable of reducing Ta oxide under relevant conditions, and up to
the boiling temperature of the solvent. The new oxide reduction
process is independent of the oxide morphology (extended surfaces,
nanoparticles and nanowires), so it can have a technological impact
on metal coatings on oxide surfaces where the coating can be now
done through a metallic buffer layer as shown here.
Oxide,ore-metalgpe structures may now be obtained on any oxide
particle shape, which was limited in the past to surface modified
metal oxides™* or the use of metallic nanoparticles as intermediates
for the shell formation.>>® Using this new approach, the surface of
oxide particles of various shapes can be reduced, and so a metal
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layer may be coated on top of it via the polyol method, which is a

pr

ocess we are currently investigating.
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