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Abstract: Precious metal nanoparticles, in particular palladium nanomaterials, show excellent
catalytic properties and are key in the development of energy systems. For instance, ethanol fuel cells
are promising devices for sustainable energy conversion, where Pd-based catalysts are key catalysts
for the related ethanol oxidation reaction (EOR). Pd is a limited resource; thus, a remaining challenge
is the development of efficient and stable Pd-based catalysts. This calls for a deeper understanding
of the Pd properties at the nanoscale. This knowledge can be gained in comparative studies of
different Pd nanomaterials. However, such studies remain challenging to perform and interpret
due to the lack of cross-studies using the same Pd nanomaterials as a reference. Here, as-prepared
sub 3 nm diameter surfactant-free Pd nanoparticles supported on carbon are obtained by a simple
approach. The as-prepared catalysts with Pd loading 10 and 30 wt % show higher activity and
stability compared to commercially available counterparts for the EOR. Upon electrochemical testing,
a significant size increase and loss of electrochemical active surface are observed for the as-prepared
catalysts, whereas the commercial samples show an increase in the electrochemically active surface
area and moderate size increase. This study shines light on the challenging comparison of different
catalysts across the literature. Further advancement in Pd (electro)catalyst design will gain from
including self-prepared catalysts. The simple synthesis detailed easily leads to suitable nanoparticles
to be used as a reference for more systematic comparative studies of Pd catalysts across the literature.

Keywords: palladium; nanoparticles; ethanol oxidation; energy conversion; benchmarking

1. Introduction

Precious metals (PMs) are key materials in a wide range of applications such as chemical
production [1], energy conversion [2—4], automotive applications [5], medicine [6,7], air [8], or water
treatment [9]. Their scarcity requires an optimized use of the limited resources [10]. Nanoscale design
of precious metal catalysts is a promising way to make the most of these resources down to the
atomic scale. Popular synthesis methods for the research and development of nanomaterials, and in
particular nanoparticles (NPs), are often based on wet-chemistry and colloidal syntheses [11]. In this
approach, a molecular precursor comprising one or few atoms of PM in an oxidized state is converted
to metallic material in the presence of a reducing agent [12]. The latter approach suffers from the
drawback of often requiring surfactants to control the size and/or shape of the nanomaterials and to be
performed in high boiling point solvents. These features can be detrimental to the catalytic properties
of the material, since surfactant can block the active surface. Impurities in the surfactant may lead
to less controlled syntheses [13,14]. Post-synthesis processing to remove the surfactants, for instance

Inorganics 2020, 8, 59; d0i:10.3390/inorganics8110059 www.mdpi.com/journal/inorganics


http://www.mdpi.com/journal/inorganics
http://www.mdpi.com
https://orcid.org/0000-0002-9374-9330
https://orcid.org/0000-0002-6432-3015
http://dx.doi.org/10.3390/inorganics8110059
http://www.mdpi.com/journal/inorganics
http://www.mdpi.com/2304-6740/8/11/59?type=check_update&version=4

Inorganics 2020, 8, 59 2of 16

with harsh and/or energy-intensive cleaning procedures, may add steps in the synthesis and reduce
reproducibility [15-18]. Obtaining small size NPs without surfactant is not a trivial achievement [19,20].
We recently addressed the related challenges by developing a simple synthesis of surfactant-free sub
3 nm Pd NPs on carbon support materials at room temperature in alkaline methanol [21]. This method
opens a range of new opportunities that are further exploited here.

Among many applications [22], Pd is a key catalyst for energy conversion in order to propose
alternatives to fossil fuel-based energy. Low-temperature fuel cell technologies in particular make it
possible to retrieve electricity from environmentally friendly electrochemical processes. Pd NPs show
promising activity for electrocatalytic reactions such as the ethanol oxidation reaction (EOR) occurring
at the anode of direct ethanol fuel cells (DEFCs) [23-25], as summarized in Equation (1) below for
alkaline conditions. During EOR, up to 12 electrons can be retrieved from ethanol, while producing
CO;. Another important reaction for energy conversion is the oxygen reduction reaction (ORR) [26]
occurring at the cathode of DEFCs that requires electrons to convert O, to water or hydroxides anions,
as detailed in Equation (2). If the EOR is performed at an anode and the ORR is performed at a cathode,
chemical energy can be converted into electricity in DEFCs [27], according to Equation (3) [28]:

Anode (EOR) CH;CH,OH + 12HO™ =>2C0O, +9H,0+12¢~ E0=-074V (€))
Cathode (ORR) 30, + 6 H,O +12¢e” =>12HO~ EL =+040V ()
Overall reaction CH3CH,OH + 3 O, =>2 CO, + 3 H,0O E'=+1.14 V. 3)

The main alternative fuel-cell technologies to DEFCs use hydrogen, methanol, or formic acid as
fuel to generate electricity. While water is the waste product in hydrogen fuel cells, CO, is typically
the waste product in methanol and formic acid fuel cells. Each technology certainly has its own pros
and cons [28]. Briefly, DEFCs offer over alternative technologies the combined benefits of relatively
cheap fuel supply from various renewable sources, already existing infrastructures for large-scale
production of the fuel, simple storage and transportation, low toxicity, and high energy density [28-30].
Therefore, DEFCS are expected to provide sustainable and affordable energy supply for both transport
and stationary applications [31].

Limitations in DEFCs come from the complexity of the EOR. Typically, ethanol is not converted to
CO;, by full 12-electron oxidation but rather to products such as acetaldehyde (two-electron oxidation)
or acetic acid (four-electron oxidation) in acidic conditions or acetate (four-electron oxidation) in
alkaline conditions [28]. This relates to the challenge to break the C—C bond to perform the complete
oxidation of ethanol to CO, This means that less than 12 electrons are typically retrieved, and the
kinetics of the EOR are slow. One option to optimize DEFCs is to perform the reaction under alkaline
conditions where both the EOR and ORR show faster kinetics. The four-electrons oxidation to acetate
in alkaline conditions (rather than a mixture of acetic acid and acetaldehyde in acid) means a better
Faradic efficiency (conversion of chemical to electricity) up to 66.7% compared to the full oxidation to
CO;,. Nevertheless, most systems still remain in a Faradic efficiency range of 37-54% [28].

To improve the performance of DEFCs, better design of the overall devices and especially the
catalysts for the EOR are key. With the improvement of anion-exchange membranes [32], alkaline DEFCs
are at the forefront of recent development for lower cost energy devices [33]. A range of catalysts have
been explored for the EOR, and the most effective catalyst remained based on precious metals such as
Pt and Pd [24,28,34]. Pd nanocatalysts are more active than Pt in alkaline media, leading to higher
current densities and smaller overpotentials. Therefore, Pt-based catalysts are preferred in acidic and
Pd in alkaline conditions [33]. As a result, a range of Pd and Pd-based catalysts have been investigated
such as PdNi, PdAg, PdAu, PdCo, PdSn, PdRu, and PdZn on various support materials [24,35].

To advance our understanding of catalytic systems and rationally develop improved catalysts,
a deeper understanding is needed on how the entangled relationships between synthesis, NP size,
nature of support, protocol, and testing conditions affects the catalytic properties [36,37]. It is generally
important for further understanding and benchmarking to be able to compare the many different
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materials that are proposed and screened as catalysts to well-established “standard” or “commercially
available” catalysts [38]. We detail how our surfactant-free synthesis method can be a simple tool
to perform such studies with the example of the EOR. In our previous work, we observed that the
sub 3 nm NPs were subject to a significant size increase upon electrocatalytic characterization and
testing [21]. We here further characterize the NPs after electrocatalytic testing. We also benchmark our
as-prepared NPs with two commercially available catalysts with 10 wt % and 30 wt % Pd loading on
carbon. The approach proposed and the results obtained provide guidelines and tools to optimize Pd
catalyst design and studies. The NP catalyst here simply obtained at room temperature are promising
candidates as cross-studies reference materials to better compare various Pd-based catalysts developed
for various electrochemical reactions.

2. Results

2.1. As-Synthesised Pd Nanoparticles

To develop electrodes for the EOR, Pd catalysts are typically supported with different Pd loading
on conductive materials such as carbon. The synthesis of Pd NPs supported on Vulcan (Vx) carbon
material with a nominal loading of 10 and 30 wt % (Pd/Vx) is detailed in the Materials and Methods
Section. Transmission electron microscope (TEM) micrographs of the as-prepared samples are reported
in Figure 1 together with TEM micrographs of the commercial catalysts. The TEM micrographs analysis
confirms that the as-prepared Pd/Vx have diameters before electrochemical testing (dpefore) below 3 nm:
2.1 £ 0.7 nm for 10 wt % (referred to as Pd/Vx 10 wt %) and 2.5 = 0.9 nm for 30 wt % (referred to as
Pd/Vx 30 wt %). The NPs are well distributed over the carbon surface. Inductively coupled plasma
mass spectrometry (ICP-MS) measurements suggest a loading of 8.9 wt % for the sample Pd/Vx 10 wt %
and 26.7 wt % for Pd/Vx 30 wt %. It is also confirmed that the commercial samples (Pd/C) show a much
larger size, 5.5 + 1.7 nm for 10 wt % (referred to as Pd/C 10 wt %) and 5.7 + 1.7 nm for 30 wt % (referred
to as Pd/C 30 wt %). The ICP-MS results suggest a loading of 9.5 wt % for the commercial sample
Pd/C 10 wt % and 30.4 wt % for Pd/C 30 wt %. The commercial sample shows a more pronounced
agglomeration of the NPs. The related size distribution histograms can be found in Figure S1, and the
results are also summarized in Table 1 discussed later.

Due to the strong structure—properties relationships at the nanoscale, the different size and
distribution on the support are expected to have an impact on the catalytic performances of the
NPs. The electrochemically characterization of the NPs was first performed by measuring the NP
electrochemically active surface area (ECSA). Please see details in Materials and Methods Section
for the electrochemical characterization protocols. The as-prepared Pd/Vx 10 wt % and 30 wt % are
characterized by ECSA values of 39 m?-g~! and 69 m?-g~!, respectively. The commercial samples are
characterized by lower ECSA values of 8m?-g~! and 18 m?-g~! for Pd/C 10 wt % and 30 wt %, respectively,
which is consistent with the larger size of the NPs for the commercial samples. The difference between
samples with different metal loading for both the as-prepared and commercial catalysts is at first
surprising. The loading should not affect the ECSA evaluation, since the ECSA should only depend on
the surface available and therefore diameter of the NPs. Then, ECSAs are expected to decrease for a
NP size increase. The estimation of lower ECSA for the lowest NP loading can be inferred to the choice
to deposit the same mass of Pd for measurements, which means higher catalysts (Pd + carbon) on the
electrode. This higher quantity can result in different film thickness on the electrode. This leads to
different capacitance measured during cyclic voltammetry (CV), as shown in Figure S2a. The ECSA
was evaluated by measuring the charge related to the reduction of the Pd oxide peak (see Materials and
Methods Section). With a higher film thickness, a higher capacitance is observed, and this peak is more
challenging to identify. The higher capacitance ultimately accounts for the discrepancy observed for
ECSA estimation. In addition, results from our previous work estimated the ECSA around 92 m?-g~!
for a loading of 50 wt %, which confirms the trend observed here of a higher ECSA estimated with
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higher Pd loading [21]. Nevertheless, these ECSA values remain in the higher range of reported values
for monometallic Pd catalysts more typically in the range 10-60 m?-g~! [21,39-45].

Figure 1. TEM micrographs at different magnifications of (a-d) as-prepared Pd/Vx (a,c) 10 wt % and
(b,d) 30 wt % and commercially available Pd/C (e) 10 wt % and (f) 30 wt %. See also Figure Sla,b for an
enlarged version of Figure 1a,b.

Table 1. Characterization of the Pd catalysts.

Characteristic Commercial Synthesized
wt % 10 30 10 30
Apefore/NM 55+1.7 57+1.7 21+0.7 25+09
yfter/NM 72+£27% 7.7 +2.8* 55+19 57+16
MA/A-g~! after 1 h CA 28.1+11.8 60.6 + 31.8 91.5 + 76.9 121.0 + 63.7
ECSA before EOR/m?-g ™! 83+27 17.7 +9.0 38.6 +23.1 68.9 +25.1
ECSA after EOR/m?.g~! 21+72 20.8 +7.0 231+124 33197
SA after EOR/A.mpq 2 1.5+09 29+12 42423 36+16

* It is actually challenging to identify individual nanoparticles (NPs) after electrochemistry. Note: The large
deviation obtained for electrochemical measurements comes from the fact that the average was made for different
ink compositions and quantity of material used on the electrode: 3.33 ug or 10 g nominal mass of Pd for a total of
experiments: 9 for 10 Pd/C wt %, 10 for Pd/C 30 wt %, 11 for 10 wt % Pd/Vx and 12 for 30 wt % Pd/Vx, see Tables S1
and S2.
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2.2. Ethanol Oxidation

2.2.1. Activity

The activity of the electrocatalysts was first assessed by cyclic voltammetry (CV) for the EOR in
1 M KOH alkaline conditions with 1 M ethanol. The typical shape of the cyclic voltammograms for Pd
nanocatalysts is obtained for all samples: Pd/Vx 10 or 30 wt % and commercially available Pd/C 10 or
30 wt %; see Figure 2. An oxidation peak around 0.8 V vs. relative hydrogen electrode (RHE) and
corresponding to the oxidation of ethanol on the Pd surface is obtained in the forward scan (from low
to high potentials, oxidation). The expected products of this oxidation are acetaldehyde and acetate in

alkaline conditions as well as possible other oxidation products as summarized in Equations (4) and
(5) [30].

CH;CH,OH + 5 HO™ => CH3CHO + 2 e~ + 2 HyO + 3HO™ => CH;COO™ +4e™ +4H,0  (4)

CH;CH,OH + 12 HO™ => [CHy + CO] => 2 CO, + 9 H,O + 12 ¢~ (5)
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Figure 2. Cyclic voltammograms of Pd NPs supported on carbon as indicated (a) before and (b) after
chronoamperometry experiment at 0.71 V vs. relative hydrogen electrode (RHE) for 3600 s in 1 M
ethanol in 1 M KOH for the samples as indicated. The 10th scan is reported. The scan rate was
50 mV-s~!. All experiments were performed using argon bubbled in the solution without rotation of
the electrode in 1 M ethanol in 1 M KOH. The nominal Pd loading on the electrode is 9 ug.

At higher potentials, the current drops due to the formation of catalytically inactive Pd oxide [30].
A second oxidation peak around 0.7 V vs. RHE is obtained on the backward scans (from high to
low potentials, reduction). This second peak corresponds to the removal of residual carbon species
generated on the Pd surface during the forward scan [30,46-48]. Ethanol oxidation is made possible
on this backward scan due to the recovery of active Pd while Pd oxide, which is formed during the
forward scan, becoming reduced [30]. A higher mass activity for the oxidation peak around 0.8 V vs.
RHE is indicative of a high activity of the catalyst for the EOR. The catalysts with the higher mass
activities are those prepared at 30 wt % Pd. This is consistent with their higher ECSA, which indicates
that the catalysts have a higher surface per mass unit available to perform the EOR. The catalysts with
lowest activity are 10 wt % Pd/C NPs.

These results highlight a first challenge in comparing different materials. In the approach used
here to characterize the catalysts (see Materials and Methods Section), two choices can be made.
Catalysts can be tested using a protocol where the same mass of supported catalysts (Pd + carbon) or
the same mass of active material (Pd) is used. Comparing the same mass of Pd for 10 wt % or 30 wt %
means that the thickness of the film made of Pd and carbon on the electrode tips will differ and is
thicker for 10 wt % catalyst. If the catalysts were truly comparable, the mass activity of the commercial
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Pd/C 10 and 30 wt % should be the same, which is clearly not the case. Therefore, measurements were
performed so that the mass of the catalyst (Pd + carbon) was the same. Then, it was also observed that
the commercial Pd/C 10 wt % is giving lower mass activity. These results highlight the difficulty in
comparing catalysts from different sources: even commercial benchmark materials may be prepared in
different ways. The knowledge on the preparation and treatments that can ultimately affect the catalyst
is rarely available, which complicates the interpretation of the results. In this respect, the possibility to
simply develop home-made catalysts can render a comparison more systematic, since there is more
control on the preparation of the material. A simple one-step preparation method such as the room
temperature synthesis used here makes it extremely simple to prepare in a reproducible way such
reference materials [21].

For all samples, as CV was performed, an increase in the current was observed in consecutive
cyclic voltammograms. This can be explained by an increase in mass activity after electrochemical
conditioning. These results are consistent with other reports [43], and it took multiple scans to reach a
relative steady state (see Figure S3). To compare the catalysts under the same protocol, the number of
scans was set to 10. The increase in mass activity was in particular pronounced for the 30 wt % catalysts,
which typically showed the highest mass activity. For similar testing conditions and evaluation of the
activity by CV, the mass activities reported in the literature vary between ca. 300 and 1300 A-g~! [21].
This means that the catalysts considered here show a reasonably high activity. In particular, the catalysts
with 30 wt % show activities in the range of 1000-1500 A-g~!.

2.2.2. Stability

It is a common drawback of Pd catalysts to show an activity decrease over time. This apparent
loss of activity is attributed to poisoning of the surface by decomposition products of ethanol such as
adsorbed CO [49,50]. Addressing the stability of catalysts and understanding the possible reason(s)
for this activity loss is an increasing need to improve DEFCs [30]. To test the stability of the catalyst,
i.e., how well the mass activity is maintained over time, chronoamperometry (CA) experiments were
performed. For such experiments, the activity of the catalysts was measured over time, maintaining the
electrode potential of 0.71 V vs. RHE for 3600 s in 1 M ethanol in 1 M KOH. The related results are
reported in Figure 3. For all catalysts, the mass activity decreases over time. By cross-comparing the
catalysts, the commercial Pd/C 10 wt % shows overall the lowest mass activity, which is consistent
with the activity results commented in the previous section and obtained from CV measurements.
In comparison, the Pd/Vx 10 wt % showed a higher mass activity. The commercial 30 wt % showed
the highest mass activity, which is consistent with the higher activity observed in CV measurements
detailed in the previous section. Interestingly, Pd/C 30 wt % initially shows high mass activity. However,
for prolonged testing (>600 s), both as-synthesized Pd/Vx 10 wt % and 30 wt % catalysts maintain a
higher mass activity. It can be concluded that these two prepared catalysts have higher stability than
Pd/C 30 wt %.

These results stress the difficulty in comparing catalysts from different sources (e.g., synthesized vs.
commercial). With little knowledge on the history of the commercial catalyst (e.g., synthesis protocol,
conditioning, storage, post-treatments such as heat treatment or cleaning etc.), it is not straightforward
to rationalize the faster decrease in activity of the commercial catalyst vs. synthesized catalysts.
Overall, the as-prepared catalysts maintained a relatively high activity >100 mA-mg~"! after 3600 s of
chronoamperometry compared to most reported Pd catalysts that usually show a mass activity below
100 mA-mg~! already after 1800 s of chronoamperometry [41,43,45,49].
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Figure 3. Examples of stability measurements showing the mass activity as a function of time for

the different catalysts, as indicated. The mass activity is estimated based on the initial mass of Pd.

Chronoamperometry was performed at 0.71 V vs. RHE in 1 M ethanol in 1 M KOH in presence of argon
for 3600 s. The nominal Pd loading on the electrode is 9 ug.

In order to gain more insight into the degradation mechanism(s), further CV measurements
were performed after the CA; see Figure 2b. The current measured confirms that all catalysts are still
active, since the typical shape of cyclic voltammograms for ethanol electro-oxidation by Pd is observed.
The loss of activity over time in CA experiments can be addressed in the first place to the deactivation
of the catalysts by poisoning of the Pd surface [50]. The NPs are further cleaned when CV is performed
and so high (or even higher) mass activities are recovered.

2.3. Post-Catalysis Characterization

2.3.1. Electro-Active Surface Estimation

To get more insight into the possible deactivation mechanismy(s) of the catalyst, an estimation of the
final ECSA was performed by directly transferring the electrode tip from a solution containing ethanol
to a solution without ethanol in alkaline water. During this transfer, several CV sweeps (typically ca.
10-20) were necessary to remove the oxidation current from the remaining ethanol. To best compare
the catalysts in a unified protocol, a CA step of 5 min was systematically performed to remove the
residual amount of ethanol (see details in the Materials and Methods Section).

A clear trend is that for commercial catalysts, the ECSA after EOR is superior to the ECSA
evaluated initially, as summarized in Table 1 and illustrated in Figure S2. This was observed for a total
of 17 experiments out of 19 performed for a range of experimental conditions such as different ink
composition, catalyst loading on the carbon support (10 or 30 wt %), and different platinum loading on
the electrode; see Tables S1 and S2. This suggests that upon CV and CA, the commercial catalysts get
activated. In contrast, the as-prepared catalysts show consistently a decrease in ECSA (observed for 19
experiments out of 23). The decrease in ECSA can be ascribed to two main causes: (1) loss of NPs or (2)
loss of NP surface e.g., by size increase. The loss of ECSA could also be accounted to poisoning of the
surface. The latter is not likely to be the main reason, since several CV sweeps can help recovering the
catalyst activity in a re-activation process to a level close to or higher than the activity observed before
CA. Interestingly, for further discussion, the ECSA ¢, estimated from the initial mass of Pd on the
electrode is around 20-30 m?-g~! after chromoamperometric measurements for all catalysts.
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2.3.2. Post-Mortem Transmission Electron Microscopy

To complete this observation, post-mortem TEM analysis of the catalysts was performed by
collecting the residual catalyst from the electrode tips after electrochemical characterization and
testing. Figure 4 gathers the TEM micrographs for the catalyst after electrochemical characterization.
For the home-made catalysts, a clear increase in the NP size is observed, and the NP diameter after
electrocatalysis (dafter) is now around 5.5 nm; see Table 1. This size increase to a similar value is in
agreement with the decrease in ECSA and the relatively converging ECSA ey values obtained. The loss
of activity over time for the small size Pd catalyst (<3 nm) prepared here is attributed at least in part to
a size increase of the NPs. The exact mechanism for the size increase is still to be clarified, but it could
be Ostwald ripening or migration—coalescence [51]. For the commercial catalysts, a small size increase
is observed, which is mainly attributed to the disappearance of the smallest NPs. The sample also
showed more agglomeration of the NPs after electrochemical treatment; see Figure S4.

_—

Figure 4. TEM micrographs of Pd/C catalysts after electrochemical treatment for prepared Pd/Vx
(a) 10 wt % and (b) 30 wt % and commercially available Pd/C (c) 10 wt % and (d) 30 wt %.

3. Discussion

The synthesized catalysts Pd/Vx 10 wt % and 30 wt % prepared from surfactant-free sub 3 nm Pd
NPs show higher stability (higher activity maintained under 3600 s of CA at 0.71 V vs. RHEin 1M
ethanol and 1 M KOH) for the EOR compared to commercial catalysts with same Pd loading, as shown
in Figure 3. This illustrates a first benefit of synthesized catalysts prepared by simple room temperature
synthesis. We here compared home-made materials and commercial samples of the same metal and
using the same electrochemical protocols to benchmark the Pd activity. This stresses a second benefit of
the model system presented for comparative studies. It can be found in the literature reports where the
“benchmark” is another metal similar to Pt [52], whereas it is known that Pt has a lower activity than Pd
in alkaline conditions for ethanol oxidation [33]. It is here shown that using 10 or 30 wt % commercial
Pd/C may also not give the same mass activity. This highlights the need for careful selection of the
benchmark to use (e.g., with different metal loading). Alternatively, the simple and fast synthesis we
proposed can lead to a simple way to prepare benchmarks for Pd-based catalysts testing.

A final observation is that the losses of mass activity during EOR seem to have different origins
depending on the system used. A loss of mass activity can be generally due to (1) poisoning of the
catalyst surface, (2) loss of active surface area due to a size increase, or (3) loss of Pd atoms e.g.,
by dissolution. To ultimately address the contribution of Pd loss, further techniques such as post-mortem
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quantification of the catalyst loading on the electrode or a quantification of the Pd remaining in the
electrolyte would be needed. However, such characterization [53,54] goes beyond the scope of the
present study.

For Pd/C commercial catalysts, the mass activity decrease during chronoamperometry experiments
seems to results mainly from poisoning of the catalytic surface [55]. Indeed, an increase in the ECSA is
observed over time. This suggests that even in the case of loss of material, the NPs are still active (if a
loss of material occurs, the ECSA and mass activity which are mass-normalized metrics will be even
higher than those estimated). TEM micrographs suggest that upon testing, the Pd/C 10 wt % sample
may undergo a loss of Pd. However, at this low Pd loading on carbon, TEM is not suitable techniques
to further conclude. Only an advanced techniques such as in-line ICP could give a firm answer to the
degradation mechanism [53,54].

For the synthesized as-prepared catalysts Pd/VXx, the loss of activity over time is less important
than for the commercial catalysts, as shown in Figure 2. This can be explained by the initially high
activity of the surfactant-free catalyst compensating a combination of surface poisoning and loss of
active surface area. It is indeed clear from post-mortem TEM analysis, as shown in Figure 4, that the
as-prepared NPs undergo a significant size increase. Here, we also attempted to characterize the ECSA
after assessing the activity and stability of the catalysts. The size increase correlates well with the lower
ECSAs measured after EOR. Therefore, it is remarkable that despite significant structural changes,
the synthesized catalysts retain a relatively high activity.

Interestingly, the final size for all catalysts under the protocol selected here is around 5-7 nm,
and the ECSA is around 20-30 m?-g~! in all cases. It was shown that the optimal size of Pt catalysts for
the oxygen reduction, taking into account not only activity but also stability, is around 3 nm. Therefore,
an optimal NP catalyst size is not always the smallest size that can be achieved [56,57]. This result
suggests that the optimal size for Pd NPs design may also not be the smallest possible (here, sub 3 nm).
Interestingly, the specific activity (SA) of the catalysts, i.e., the activity estimated per surface area
of active Pd, is higher for the prepared catalysts (>3 A-mPd~2) compared to commercial catalysts
(<3 A-mPd?) after chronoamperometry. This suggests that the prepared catalyst are intrinsically more
active than their commercial counterparts are. The results also suggest that loading effects may play
a role in the degradation mechanism and would gain to be investigated in studies where size and
loading are independently controlled [58]. In this study, the loading was changed independently of the
NP size, and the synthesis proposed is relevant for such future investigation. These results show the
benefits of the room temperature synthesis to easily produce Pd NPs to be used as reference materials
across future studies.

4. Materials and Methods

The overall workflow for the study is summarized in Figure S5.

4.1. Chemicals

All chemicals were used as received. Pd(NO3), (99.8%, Alfa Aesar,); NaOH (98%, Alfa Aesar);
methanol (>99.8%, Sigma-Aldrich,); ethanol absolute (AnalaR Normapur, VWR,); water (Milli-Q,
Millipore, resistivity >18.2 M()-cm, total organic carbon <5 ppb); carbon support: Vulcan XC72R,
Cabot Corporation, Brunauer-Emmett-Teller (BET) area: 235 mz'g_l ; Ar (99.999%, Air Liquide,);
Nafion® 10 wt % (Sigma Aldrich); Commercial Pd supported on carbon 10 wt % and 30 wt %
(Sigma-Aldrich 205699 and 407306 catalogue number); KOH-xH,O (299.995%, Fluka), HCIO4 (70%,
Suprapur®, Merck,); HCI (37%, EMSURE® ACS, 1SO, Reag. Ph Eur); HNO3 (67%, Normatom® VWR));
1000 ppb Pt (ICP Standard, Pd, Lab support).

4.2. Supported NP Synthesis

In a container (A) (plastic centrifuge tube), a known mass of Pd(NO3); grains (ca. 4 mg) were
placed together with a magnetic stirrer. In another container (B), the required amount of Vulcan to
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obtain a final Pd/C weight ratio of 10 or 30 wt % was prepared. To the latter container (B) was added the
required volume of a 40 mM alkaline (NaOH) methanol solution so as to obtain a final concentration of
4 mM of PA(NO3); after mixing (A) and (B), as detailed below. The container (B) containing carbon
and the alkaline alcohol was sonicated for 5 min (VWR ultrasonic cleaner, 35 kHz, 160 W) prior to be
mixed with (A). Mixing (A) and (B) was performed so that the container (A) was placed on a magnetic
stirrer (1000 rotation per minutes) and the mixture contained in (B) was added quickly in one single
step. Then, the container was closed. The solutions were left under vigorous stirring for 3 h.

4.3. Pd/Vx Ink Preparation

The as-prepared solutions containing the Pd/Vx were centrifuged for 5 min at a 2400 relative
centrifugal force (4000 rotations per minute, Sigma 2-5). Then, the methanol was removed. Ca. 15 mL
of methanol were added for washing, and the step washing/centrifugation was repeated 2 times in
total. After removing the methanol, an acetone:H,O (3:1; v:v) solution was added so that the volume
was used to lead to a final nominal ink concentration of 1.0 mgpq.mL~!. Then, 100 puL of the ink was
mixed with 10 uL of Nafion® 1% (obtained by dilution of the stock solution of Nafion® in MilliQ
water). Then, the mixed solution was sonicated for 1 min (VWR ultrasonic cleaner, 35 kHz, 160 W).
Every step involving pipetting a volume lower than 1 mL was performed with solution cooled down
in an ice bath to prevent acetone evaporation. A similar procedure without washing steps was used for
preparing Pd/C inks.

Alternatively, twice the amount of Nafion® (20 uL) was used in the ink composition, but no
significant influence on the catalysts properties could be observed. Using acid (+10 pL) such as
0.1 M HCIOy in the ink composition also did not change the results. Different ink compositions were
investigated: isopropanol, acetone:H,O (1:1; v:v), ethanol:H,O (1:1; v:v), methanol:H,O (1:1; vv),
and H;O. The most stable Pd/Vx dispersions were obtained with acetone:H,O (3:1; v:v) and so were
studied in more detail.

4.4. Electrochemistry

4.4.1. Electrode Preparation

First, 10 puL of the ink were deposited on a glassy carbon disc electrode tip (5 mm in diameter)
polished to mirror finish using alumina paste (first 1.0 pm, then 0.3 um), and clean ultrasonically in
water. The drop was left to dry in a fume cupboard. The electrode geometrical surface area was 0.2 cm?.
A summary of the different experiments performed is given in Table S1.

4.4.2. Electrochemical Cell

A Teflon cell was used. The modified glassy carbon disc electrode, carbon rod, and a saturated
calomel electrode (SCE) were used as the working electrode, counter electrode, and reference electrode,
respectively. All experiments were performed with argon bubbling in the electrolyte. The electrode
was not rotated. All voltages are further expressed vs. the relative hydrogen electrode (RHE) using
the formula V vs. RHE = V vs. SCE + 1.07 V. The voltage of 0.71 V vs. RHE (-0.36 V vs. SCE) for
chronoamperometry was chosen as a voltage corresponding to the current density intercept of the
forward and backward scan in CV. The voltage 0.77 V vs. RHE (-0.30 V vs. SCE) was chosen to
compare results with Reference [59].

4.4.3. Electrochemical Measurements

The electrochemical assessments of the Pd NPs followed the sequence summarized in Table 2.
To test the electrochemical properties of the Pd/Vx and Pd/C catalysts, different electrochemical
treatments were performed on the same disc electrode tip. The mass activity was estimated based on
ICP-MS mass measurements of the mother solution used for each of the 4 catalysts.
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Table 2. Electrochemical characterization protocol.

Steps Electrolyte Conditions * Purpose
1 1 M KOH CV—5 sweeps ECSA before EOR
2 1 M KOH + 1 M ethanol CV—10 sweeps Mass Activity
3 1 M KOH + 1 M ethanol CA—60 min Mass Activity
4 1 M KOH + 1 M ethanol CV—10 sweeps Mass Activity
5 1 M KOH CV—5 sweeps -
6 1 M KOH CA—b5 min Cleaning
7 1 M KOH CV—5 sweeps ECSA after EOR

* Cyclic voltammetry (CV) sweeps were recorded at 50 mV-s~! between 0.27 and 1.27 V vs. RHE. Chronoamperometry
(CA) was performed at 0.71 V vs. RHE.

4.4.4. Electrochemically Active Surface Area (ECSA)

The ECSAs of the Pd NPs were estimated by integration of the Pd oxide reduction peak from the
5th scans recorded between 0.27 and 1.27 V vs. RHE at a scan rate of 50 mV-s~! in 1 M KOH using
424 uC-cm~2 as a conversion factor [60].

4.4.5. Cyclic Voltammetry (CV)

The electrode is characterized by cycling between 0.27 and 1.27 V vs. RHE 10 times at a scan rate
of 50 mV-s~! in 1 M KOH aqueous electrolyte (for ECSA measurements) or in a solution of 1 M ethanol
+ 1 M KOH aqueous electrolyte for electrocatalytic measurements.

4.4.6. Chronoamperometry (CA)

For stability measurements, the electrode is characterized by holding the potential at 0.71 V vs.
RHE in 1 M ethanol + 1 M KOH aqueous electrolyte for 3600 s. A chronoamperometry step for 5 min
was also performed when the electrode was transferred from an electrolyte containing ethanol to an
electrolyte not containing ethanol to remove the possible leftover ethanol on the electrode surface.

4.5. TEM Characterization

For TEM analysis, a JEOL 2100 microscope (Akishima, Tokyo, Japan) operated at 200 kV was
used. Size and morphologies were estimated by recording images at three different magnifications
(at least x100,000, x200,000, X300,000) in at least three randomly selected areas. The samples were
prepared for TEM analysis by dropping the solutions containing the Pd/Vx or Pd/C ink diluted by
a factor ca. 50 in methanol on carbon-coated copper TEM grids (Quantifoil). The size analysis was
performed by measuring the size at least 100 NPs using the Image] software. For characterization of
the NPs after electrochemical treatment, Pd NPs supported on carbon were collected from the glassy
carbon tip and re-dispersed in ethanol prior to deposition on a TEM grid.

4.6. ICP-MS Measurements

The metal loading and mass used for the different catalysts were analyzed by induced couple
plasma mass spectrometry (ICP-MS). Samples were prepared by digesting the supported NPs with
freshly prepared aqua regia (37% HCl and 67% HNOj in a volume ratio 1:3) and left for digestion at 60
°C for 2 h. Beware when using aqua regia to follow a careful safety procedure due to the strong acidity
of the reaction mixture.

5. Conclusions

A simple room temperature synthesis method to obtain sub 3 nm surfactant-free Pd NPs on
carbon was used to study the effect of loading and size by comparing synthesized and commercial
catalysts for the ethanol oxidation reaction (EOR). The as-prepared Pd/Vx NPs show a more defined
size and distribution over the support materials compared to the commercial catalysts. This leads to



Inorganics 2020, 8, 59 12 of 16

higher stability and long-term mass activity for the EOR in alkaline conditions, which is promising for
direct ethanol fuel cells (DEFCs).

The comparison of new materials with a “standard” or “benchmark” is generally necessary in
electrocatalysis, especially to compare mass activities and stability [61,62]. However, the comparison
of commercial catalysts and synthesized catalysts can be challenging to fully understand the reasons
for the activity loss over time. There is often little knowledge on the synthesis method of commercially
available catalysts (e.g., production method, post-treatment, etc.). Comparing catalysts obtained from
different suppliers/sources can complicate systematic comparison by impairing a clear understanding
of the differences observed. This ultimately impairs a rational catalyst design. The mass activity loss of
Pd NPs observed here over time can be related to different mechanisms: poisoning for the commercial
catalysts versus poisoning together with marked size increase for the synthesized catalysts.

After electrochemical assessment, regardless of the NPs size and loading use, all the NPs reach a
size of ca. 5-7 nm. The results indicate that the optimal size for Pd NPs design for the EOR may not
be the smallest achievable size. The results finally stress the benefits of the simple synthesis method
and approach we used that could be easily adapted to perform systematic studies of Pd NPs. This is
relevant to study and optimize the electrocatalytic activity and stability for the EOR [33] but also other
alcohols oxidation [57,63,64] or alternative reactions where Pd is key [65]. The effect of support [66],
loading [58], different electrochemical testing protocols including an “activation procedure” or longer
tests [21,52], different electrolytes [67], the effect of adding surfactant to the catalyst [20], and ink
composition [68] are all important parameters to understand in order to rationally design improved
supported catalysts [37]. With the simple systems and approach presented, all these parameters can be
systematically addressed and studied in greater detail.

Supplementary Materials: The following are available online at http://www.mdpi.com/2304-6740/8/11/59/s1,
Figure S1: TEM and size distribution obtained from TEM analysis of different Pd NPs on carbon support with
different metal loading, Figure S2: Cyclic voltammograms of the Pd/C with different metal loading as indicated
for ECSA determination in 1 M KOH, Figure S3: Example of 1st to 10th cyclic voltammograms of (a,b) commercial
30 wt % Pd/C (a) before and (b) after CA, (c,d) home-made 30 wt % Pd/Vx (c) before and (d) after CA at 0.71 V
vs. RHE, Figure S4: TEM micrographs of commercial Pd/C (a,b) before and (c,d) after electrochemical treatment
for commercial samples with (a,c) 10 wt % and (b,d) 30 wt %, Figure S5: Work flow for catalyst synthesis,
electrochemical evaluation, and post-mortem characterization, Table S1: Samples used for averaged electrochemical
values reported, Table S2: Equivalent of Table 1 considering only the samples in gray in Table S1.
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