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Acid anion electrolyte effects on platinum for
oxygen and hydrogen electrocatalysis
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Platinum is an important material with applications in oxygen and hydrogen electrocatalysis.
To better understand how its activity can be modulated through electrolyte effects in the
double layer microenvironment, herein we investigate the effects of different acid anions on
platinum for the oxygen reduction/evolution reaction (ORR/OER) and hydrogen evolution/
oxidation reaction (HER/HOR) in pH 1 electrolytes. Experimentally, we see the ORR activity
trend of HCIO,4 > HNO3 > H,SO,, and the OER activity trend of HCIO, > HNO3; ~ H,SO,.
HER/HOR performance is similar across all three electrolytes. Notably, we demonstrate that
ORR performance can be improved 4-fold in nitric acid compared to in sulfuric acid.
Assessing the potential-dependent role of relative anion competitive adsorption with density
functional theory, we calculate unfavorable adsorption on Pt(111) for all the anions at HER/
HOR conditions while under ORR/OER conditions ClO; binds the weakest followed by NO5
and SO;~. Our combined experimental-theoretical work highlights the importance of
understanding the role of anions across a large potential range and reveals nitrate-like
electrolyte microenvironments as interesting possible sulfonate alternatives to mitigate the
catalyst poisoning effects of polymer membranes/ionomers in electrochemical systems.
These findings help inform rational design approaches to further enhance catalyst activity via
microenvironment engineering.
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xygen and hydrogen electrocatalysis play a key role in

many promising renewable electrochemical energy sto-

rage and conversion technologies such as fuel cells and
electrolyzers. Proton exchange membrane (PEM) fuel cells (FCs)
and electrolyzers are particularly important in the transition to a
sustainable hydrogen-based economy! and significant effort has
gone into understanding the performance of electrocatalysts used
in such devices under diverse conditions?. There is an opportu-
nity to continue to advance these and related technologies
through a deeper fundamental understanding of electrolyte effects
at the catalyst interface. This work probes such phenomena.

Platinum (Pt) is one of the most widely used and well-
characterized catalyst materials for hydrogen and oxygen elec-
trocatalysis in both fundamental and applied studies owing to its
high activity and stability under acidic conditions®~*. Devices
such as PEM hydrogen FCs, in particular, require significant
amounts of Pt to perform the cathodic oxygen reduction reaction
(ORR, O, + 4e~ + 4HT — 2H,0, E0 = 1.23 Vyyg; 0.2-0.28 mgp,
cmg’ef, in a recent® state-of-the-art device) and anodic hydrogen
oxidation reaction (HOR, H, —2HT +2¢, E°=0 Vgug
0.05-0.07 mgp, cmg’ef) in a recent® state-of-the-art device). PEM
water electrolyzers, which also operate in acidic conditions to split
water into O, and H, gas via the oxygen evolution reaction (OER,
2H,0 — O, + 4e~ + 4H*, E9=1.23 Vyyg) and the hydrogen
evolution reaction (HER, 2Ht + 2e~ — H,, E0 =0 Vgyg) at the
anode and cathode, respectively, also use Pt as the grimary cat-
alyst component at the cathode (0.5-1 mgp; cmy; in recent’
state-of-the-art device). Finally, while Pt has not been commer-
cialized for the OER, nor is it considered a highly active catalyst
for the OER in acid, it is one of the few materials with significant
stability to dissolution at such high oxidizing potentials®7-10.
Thus, adding studies of the OER on Pt to complement the more
technologically relevant studies of HER, HOR, and ORR can
provide a broader view of electrolyte effects on this important
catalyst material for key energy conversion reactions. Funda-
mental understanding of the relationships between catalyst
material, electrolyte composition, and catalytic performance is
important to engineer ways to use electrolyte effects as a lever for
tuning electrochemical system performance.

Microenvironment electrolyte/anion effects on electrocatalyst
activity have been studied at a fundamental level for the ORR in
several electrolytes on Pt and a few other catalysts!122, while few
studies have examined electrolyte effects for the OERZ3,
HER?**-%7, and HOR?4-%7 on Pt?8-3%. Based on the better-known
electrolyte-activity relationships for the ORR on Pt, perchloric
acid (HCIO,) has been noted as the standard3’ electrolyte for
benchmarking performance!®38. Previous work suggests that the
high performance and stability of Pt in HCIO, is due to weak
interactions between Cl and the Pt surface!®28:37:38 In contrast,
the presence of ion species in the double layer microenvironment
has also been shown to negatively impact Pt activity for the ORR.
Specifically, hydrogen halide acids (hydrochloric (HCI), hydro-
bromic (HBr), and hydroiodic (HI) acid)!3-3° and other inorganic
acids (sulfuric (H,50,)21:36:40:41 and phosphoric (H3PO,)10:17:41
acid) have been shown to suppress Pt activity mainly due to
competitive adsorption effects®$. For the OER, previous experi-
ments on Pt in HCIO4 (~pH 0.1) and H,SO, (~pH 0.3) suggest
differences in activity and Tafel slope between the two electrolyte
compositions and pH’s?3. For the HOR, the suggested electrolyte-
activity trend previously reported in acids of pH 0.3 on a rotating
disk electrode (RDE) at 3600 rpm is as follows: HCIO, > H,SO, >
HCI?>. Conversely for the HER, no significant activity shift has
been observed regardless of electrolyte anion?4-27. This negligible
response to the electrolyte composition has been attributed to the
large quantity of underpotentially deposited (UPD) hydrogen
(H* adsorbed) that blocks anion adsorption prior to the

HER?4-27, Understanding electrolyte effects more broadly could
help inform the design of higher performance systems. For
example, although H,SO, is known to actively poison the Pt
surface during ORR21:36:4041 and has moderate impact on OER
and HOR catalysis?*27, Nafion™, which contains similar sul-
fonate terminated sites anchored to a tetrafluoroethylene (PTFE)
backbone that are also known to poison Pt42-48, is the most
common polymer membrane and ionomer/binder used in PEM
fuel cells and electrolyzers owing to its state-of-the-art proton
conductivity. Another issue with modern PEMs is the generation
of degradation products that, for instance, inhibit ORR activity
and modify 4e selectivity through active site blocking and other
related effects**->1. Previous studies have investigated the effects
of various membrane degradation compounds and have eluci-
dated how the specific geometric and chemical properties of these
degradation products influences electrocatalytic processes5°‘52.
Therefore, insight into how other anions in the surface micro-
environment impact Pt activity could also advance rational design
efforts for new polymer materials and interfaces that create
enhanced microenvironments.

There are several near-surface phenomena2%-°354 that could be
expected in the electrolyte double layer region that can affect
catalyst activity?2>>%, Electrolyte effects have been proposed to
impact the catalyst surface in a number of different ways,
including but not limited to the following six interrelated phe-
nomena that occur within the double layer microenvironment:
(1) competitive adsorption, (2) potential drop redistribution, (3)
adsorbate dipole moment/polarizability interaction, (4) ion-
intermediate chemical interaction, (5) interfacial pH buffering,
and (6) interfacial water structure alteration28->3->4, Competitive
adsorption, one of the most commonly identified interactions, is
not unique to electrocatalysis and has been well-characterized in
thermal heterogeneous catalysis studies®”>8. In electrochemistry,
this involves non-reaction species, such as anions in the electro-
lyte phase, adsorbing to the surface and blocking active sites,
possibly also altering the local electronic structure of neighboring
active sites?83>459 The interaction of anions with the surface
occurs through chemisorption or physisorption depending on the
magnitude of the adsorption free energy?®°3>4, a phenomenon
that we have previously?? explored with DFT calculations for
other metals on the ORR. Potential drop redistribution® refers to
the potential drop across the electric double layer region changing
due to the presence of adsorbed species under an applied external
potential. This effect can be caused by adsorbate dipole moment/
polarizability interactions®! that could alter the free energy of
adsorbed intermediates as an external potential is applied®!. Both
anion-surface/anion-intermediate interactions and potential drop
redistribution can be affected by the presence of anion species of
varying identity as charged species play a role in screening the
charge of the electrode as seen in models of the double layer
region®2. Electrolyte effects of this nature could contribute to
changing the driving force for electron transfer at the electrode®3,
and therefore fundamental studies are needed to understand how
to utilize this effect to induce a favorable enhancement of catalyst
activity. Ion-intermediate chemical interactions refer to the sta-
bilization of bound intermediates through the formation of
complexes at the surface and have been mainly proposed for
systems involving cations in alkaline electrolyte®>4. Other pro-
posed effects include the ability of solvated ions to influence pH
buffering near the electrode and the structure of the hydration
shells around solvated ions changing the behavior and magnitude
of interactions between solvated ions and reaction adsorbates
and/or the catalyst surface®>%. However, solvation effects and
interfacial water structure are difficult to measure experimentally
and most reports of these phenomena originate from physics-
based modeling of the near-electrode region®. In short, ions
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within the electrocatalyst microenvironment play an important
role in modulating activity.

One common acid that remains underexplored for hydrogen
and oxygen electrocatalysis on Pt is nitric acid (HNO3). Our
previous work on Pd?2, which is similar to Pt in that it binds
oxygen adsorbates slightly more strongly than ideal®, indicates
that HNO; enhances ORR activity over H3POy, as characterized
by an onset potential improvement of 35 mV at 0.1 mA cm;dz. In
this work, we probe how anion identity (NO;, HSO, /SO, and
ClO; ) affects the performance of oxygen and hydrogen electro-
catalysis on a well-defined Pt surface. We employ cyclic vol-
tammetry (CV) to study HOR, HER, OER, and ORR activity on a
polycrystalline Pt disk in pH 1 HCIO4, H,SO,, and HNO; elec-
trolytes. We find clear differences in ORR and OER activity
trends across the three electrolytes but similar performance in
HER and HOR which could be attributed to the distinct potential
ranges of the four reactions impacting the strength of the anion-
catalyst and anion-intermediate interactions. Notably, we
demonstrate that ORR performance can be improved 4-fold (at
0.9 Vgug) in nitric acid compared to in sulfuric acid. We
deconvolute the role of anion competitive adsorption via density
functional theory (DFT) modeling. Combining theory and
experiment, we gain insight into physical phenomena in the
microenvironment leading to the observed reaction activity and
hypothesize that differences in the strength of anion-catalyst or
anion-intermediate interactions are partially responsible for var-
iance in activity in the higher OER/ORR potential ranges whereas
the strength of such interactions is weaker near the lower HER/
HOR potential range. Our fundamental approach to under-
standing microenvironment-activity relationships serves as a
foundation to investigate more complex double-layer micro-
environment interactions, ultimately guiding microenvironment
engineering. From these findings, the possibilities remain open
for the development of novel PEMs with weakly-adsorbing group
terminations, such as nitrates and perchlorates, that could
maintain high ionic conductivity, enable a more favorable reac-
tion microenvironment, and limit degradation.

Results

Ex situ and in situ characterization of the Pt disk electrode.
Investigating the relationship between catalyst and electrolyte
composition can give important insights about how to engineer
the double layer microenvironment of electrocatalysts to tune
performance. We investigate the activity of the HOR, HER,
OER, and ORR on a well-characterized (Supplementary Fig. 1)
polished (roughness factor =1.002 and root-mean-squared
roughness =4.56 nm by atomic force microscopy (AFM))
polycrystalline Pt disk (0.196 cméeo) in 0.1 M (pH 1) HCIO,,
H,SO,4, and HNOj; electrolytes (made of the highest purity
commercially available, see “Methods: Electrolyte prepara-
tion”) with an RDE setup (1600 rpm, 20 mV s~ CV in N,/H,/
O,; CV(s) used interchangeably for cyclic voltammetry/vol-
tammogram(s)). Electrochemical testing for oxygen and
hydrogen electrocatalysis is performed after rigorous electrode
conditioning according to standardized protocols37-%7 (see the
“Methods section”, Supplementary Fig. 2a, and Supplementary
Note 1). For continuous, dense, and planar surfaces, AFM is
the most direct method to understand the real exposed catalyst
surface area?>68-71  Electrochemical surface area (ECSA)
estimation by hydrogen under-potential deposition (Hypp)
methods is standard37:%7, but electrolyte composition and
surface structure can complicate such analysis (see the
“Methods” section, Supplementary Fig. 2b, and Supplementary
Note 1). Therefore, to the best of our ability, we have deter-
mined that the geometric electrode area is approximately equal
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Fig. 1 Characteristic Pt cyclic voltammogram in N,-saturated HCIO,,
H,S0,, and HNO;. Representative cyclic voltammogram (CV) of the Pt
disk at 20 mV s71 in N,-sat'ed HCIO,, H,SO,, and HNOs. Dashed regions
indicate approximate divisions of potential ranges as indicated along the
top: hydrogen evolution reaction (HER) region, hydrogen under-potential
deposition (Hypp) region, double layer capacitance region, and surface Pt
oxidation/PtO, reduction region. Color code: HCIO, (blue), HNO5 (red),
and H,SO,4 (olive).

to the real exposed catalyst (Pt) surface in the three electrolytes
indicating that performance changes are likely not due to
surface area disparities. Hence, we simply normalize by cm3, as
measured by post-test AFM. Physical characterization of the Pt
disk before and after electrochemical experiments is available/
discussed in Supplementary Fig. 1 and Supplementary Note 1.

Characteristic electrochemical evaluation of Pt in HCIO,,
H,SO,4 and HNO;. The characteristic redox profiles, the CVs
collected in N, for the Pt disk in each electrolyte shown in Fig. 1,
elucidate certain surface processes or competing reactions in each
electrolyte environment. The region between ~0-0.4 Vyyg cor-
responds to the Hypp processes’2, and platinum in HCIO, acid
typically exhibits two oxidation and reduction peaks in this
region, corresponding to adsorption and desorption of HS.
Similar features are also seen in H,SOy, although these are more
pronounced and negatively shifted relative to those seen in
HCIO, owing to the HSO, /SO;™ anions affecting the adsorp-
tion/desorption of hydrogen4041:73.74, Notably, Pt in nitric acid
displays a single large reduction feature, not seen in the other two
electrolytes, previously attributed to nitrate reduction (NO3R)
competing with Hypp in this region and being ultimately sup-
pressed by Hypp and the HER as the potential decreases”>7°. The
suppression of NO3;R by Hypp/HER under an inert environment
supports the hypothesis that it would likely be suppressed in H,-
saturated electrolyte during the HOR/HER. As NO;R does occur
within the ORR potential window, specifically in the lower end of
the mass transport limited region (away from practical applied
potentials in devices), it is possible that NOsR is also partly
suppressed during ORR catalysis. However, to not overestimate
our ORR current, in our analysis below we have corrected for its
possible contribution with a N,-CV subtraction. After cycling in
N,/H,/O, and after a separate 10 min constant potential hold at
0.16 Vryg, we do not observe any ammonia, a possible NO;R
product’>77, in solution, suggesting it is present below detection
limits (<5uM) or is quickly oxidized back to nitrate (see nuclear
magnetic resonance (NMR) spectroscopy analysis’® of the
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Fig. 2 Evaluation of Pt for oxygen and hydrogen electrocatalysis in HCIO;, HNO3, and H,SO,. a Representative third-cycle-averaged N,-subtracted
oxygen reduction reaction (ORR) rotating disk electrode (RDE) cyclic voltammogram (CV) of the Pt disk in pH 1 HCIO,4, HNOs, and H,SO,4. b Representative
second-cycle-averaged oxygen evolution reaction (OER) RDE CV of the Pt disk in pH 1 HCIO4, HNO3, and H,SO4 (OER trend is consistent as a function of
cycle, Supplementary Fig. 4). ¢ Average OER (top) and ORR (bottom) onset potential (bars, left y-axis) +0.1mA cmg’ezO for all three acids and average Tafel
slope (circles, right y-axis) in the low current density region. d Representative third-cycle-averaged hydrogen evolution rection (HER) RDE CV of the Pt disk
in pH 1 HCIO,4, HNO3, and H,SO,. e Representative third-cycle-averaged hydrogen oxidation reaction (HOR) RDE CV of the Pt disk in pH 1 HCIO,4, HNO3,
and H,SO,. f Average HOR (top) and HER (bottom) onset potential (bars, left y-axis) + 0.1 mA cmgeo for all three acids and average Tafel slope (circles, right
y-axis) in the low current density region. Error bars represent the standard deviation of separate triplicate measurements. All CVs collected at 1600 rpm,
20mV s, and iR, corrected. Color code: HCIO, (blue), HNOs (red), and H,SO, (olive).

electrolyte after testing in Supplementary Fig. 3). The region
between 0.4 Vggg and 0.6 Vyyg is the double layer capacitive
charging region where no Faradaic processes occur’’. The region
above 0.6 Vyygp shows a small redox feature which has been
attributed to surface Pt oxidation and reduction, which is thought
to be essential in conditioning the surface for electrocatalysis (see
N,-CVs with a higher potential range in Supplementary Fig. 2)37.
The analysis of these features across different potential ranges is
generally also relevant to understanding the effects of other dis-
solved species in the electrolyte such as those originating from
polymer degradation in the presence of an ionomer#°.

Anion effects on Pt during oxygen and hydrogen electro-
catalysis in HCIO,, H,SO,, and HNO;. We summarize our
hydrogen and oxygen electrocatalysis evaluation of Pt in 0.1 M
HCIO,, H,SO,4 and HNO; in Fig. 2a-f (see tabulated average
performance metrics in Supplementary Table 1). Examining
oxygen electrocatalysis first, it is clear the electrolyte plays an
important role in modulating activity. Figure 2a-c displays the
ORR and OER (also see Supplementary Fig. 4) measurements on
the Pt disk in each of the three acid electrolytes. Figure 2a shows
the average ORR polarization curves in the three acids, where
HCIO, has the best performance, followed by HNOj; and then
H,SO,, with onset potentials (at —0.1 mA cmgp, 2) of 0.980 Vyug,
0.969 Vzpg, and 0.935 Vgyg, respectively. Pt in HCIO, for the
ORR is a particularly well-studied system and the kinetic current
density at 0.9 Vyyg is often used as a benchmark to ensure the
catalyst and experimental setup are clean and reproducible3’. On
average, in our HCIO, measurements, the anodic sweep of the CV

had a kinetic current density at 0.9 Vyyg, as calculated by the
Koutecky-Levich equation’? based on an AFM-based surface area
normalization, of around -3.34 mA cmj;? and the cathodic sweep
around -1.68 mA cmp?. When the values of both sweeps are
averaged, the kinetic current density at 0.9 Vgpyg is -2.52 mA
cmp?, which is well within the expected range, and is of greater
magnitude than the 2 mA cmy? requirement’” for this mea-
surement. Because impurities have been known to decrease the
performance of the ORR, this suggests that our experimental
setup had an adequate cleaning and Pt conditioning protocol
applied and that measurements taken in other the electrolytes are
reliable37-%7. Looking at the other two acids, the average kinetic
current density at 0.9 Vgyg is -1.36 mA crnPt for HNO; and
-0.35 mA cmyp; 2 for H,S0,. While Pt ORR activity in nitric acid
has not been reported to our knowledge, a literature value
for kinetic current density at 0.9 Vypyg in H,SO42! is around
-0.2 mA cmp?, which is in close agreement with our measure-
ment. Interestingly, the magnitude of the mass transfer limited
current density is highest in HCIO, followed by in HNO; and
H,SO,, though this could be attributed to minor differences in
oxygen solubility and electrolyte viscosity, which are both
accounted for in the kinetic current density calculations”®-81.
Another observation is that the hysteresis between the anodic and
cathodic sweeps of the CV is similar for HCIO, and HNOj; but
has slightly more tapered shape for H,SO,, which exhibits more
pronounced hysteresis than the other two in the kinetically-
controlled region. This suggests the dynamics of CIO; and NO3
interacting with the Pt surface during ORR as a function of
potential are similar*!. In contrast, the increased hysteresis seen
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in H,SO, could suggest that relative to ClO; and NOj, the
HSO; /SO2~ microenvironment is more conducive to larger
surface oxide coverages in the cathodic scan and/or, as previously
reported?!,36:40:41  that these anions interact more strongly with
the Pt surface’”. This is consistent with H,SO, producing the
lowest activity of the three acids and highlights HNO; as a viable
HCIO, alternative to study ORR as trace Cl~ in HCIO, results3”
in significant decreases in measured activity, which can obscure
experimental results.

The increase in ORR overpotential in HNO; and H,SO,
compared to HCIO, could be indicative of surface phenomena,
within the ORR kinetic potential range, that interfere with
adsorption of intermediates and leads to lower activity. Such
phenomena would support the hypothesis, previously presented in
literature!37-38, that ClO; does not interact strongly with catalyst
materials during the ORR resulting in HCIO, demonstrating the
highest ORR activity compared to other investigated electrolytes. To
assess the strength of anion-surface interactions, we calculated the
adsorption free energy of ClO;, NOj, HSO, /SO;~, and H,O/
OH~/O% on a Pt(111) surface as a function of applied potential with
DFT (see more theory details in Supplementary Figs. 5, 6 and
Tables 2-5). Figure 3 demonstrates that ClO; has the weakest
adsorption energy in the ORR kinetic and mixed kinetic-diffusion
region (above 0.8 Vryg) followed by NO3™ and SO?{. The calculated
strong adsorption of SO2~ anions on Pt(111) surface (Fig. 3)

supports the hypothesis that competitive adsorption is likely
lowering ORR activity in H,SO, electrolyte compared to in HNO;
and HCIO,. We employ a Tafel slope analysis of the ORR low
current density region (Fig. 2c) to assess whether a change in
reaction mechanism could explain this activity shift between the
investigated electrolytes. The Tafel slopes for all three electrolytes are
close to the 60 mV dec™! value that is postulated in simulations and
observed experimentally32-84, likely indicating that a mechanism
change is not responsible for the ORR activity differences of Pt in
HCIO,4, HNO;, and H,SO,. Subsequently, the observed differences
in activity likely arise from the differences in the ClO,, NOj,
HSO; /SO2™ anion physical properties and their intrinsic behavior
in the double layer microenvironment. In addition to possible
competitive anion adsorption, which has been shown for
HSO; /8027213640, differences in the local electrostatic interac-
tions, arising from the dipole moments of the anions, with the ORR
intermediates may modulate the adsorption free energy of ORR
intermediates?8>3->461,8586  Examining the chemical bonds within
the tested anions, the electronegativities of Cl and O atoms are
relatively similar so the dipole moment along the Cl-O bond is weak
in magnitude. In contrast, the N-O bond has a larger dipole
moment magnitude and the S-O bond should have the largest
dipole moment of the three. It may be the case that larger dipole
moments along bonds, even though the anions themselves have no
net dipole owing to their tetrahedral or trigonal planar symmetry,
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Fig. 3 Potential dependent anion adsorption on Pt(111) surface. a The most stable adsorption configurations of anions on the Pt(111) surface. Color coded:
O: red, H: white, Cl: green, N: blue, and S: olive. b The adsorption free energies of the anions, AG,gsorption(A") (eV), on the Pt(111) surface as a function of
applied potential (V vs. RHE). The colored dashed lines qualitatively shows the trends in AG,gsorption(A"™) at higher potentials relevant for the oxygen
evolution reaction (OER). Since the Pt(111) surface undergoes surface oxidation at these high potentials, we further calculated AG,gsorption(A" ) trends on a
PtO,(110) surface as shown in Supplementary Fig. 5 and Supplementary Table 4. Anion species color-coded: black (H,O/OH/02), blue (CIOy), red
(NO3), and olive (HSO;/SOE{). HER/HOR, and ORR stand for hydrogen evolution/oxidation reaction and oxygen reduction reaction, respectively.
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can interact with adsorbed intermediates and change their binding
energy to lower the observed activity”>>4°%87, However, the
interaction of these dipole moments with the solvating water
molecules and the formal charge on the anion (e.g. SO2~ vs. HSO})
could be confounding factors in this analysis®>*%6%. Challenges in
understanding these subtle, yet important effects serve as an
excellent opportunity for future work to gain fundamental insight
on how better tune the microenvironment interface.

Figure 2b shows the average (second cycle, cathodic/anodic
averaged) CV performance of the Pt disk during OER in each of
the three electrolytes. In the CVs, perchloric acid demonstrates the
best performance with HNO; and H,SO, having similar behavior.
Specifically, Fig. 2c shows the measured OER onset potential at
+0.1 mA crn;t2 in HCIO,, HNO;, and H,SO, at 1.64, 1.65, and
1.65 V vs. RHE respectively, with the values in HCIO, and H,SO,
being within the expected range seen in the literature’-23. Notably,
as seen in Supplementary Fig. 4, Pt OER activity decreases as a
function of CV cycle in all of the electrolytes tested. This could be
due to gradual oxidation of the initially reduced Pt surface at this
high potential range>2?083. In Fig. 2c, we see Pt OER Tafel slopes
of ~125mV dec! in HCIO4 and ~160-170 mV dec™! in HNO;
and H,SO,. This difference in the Tafel slope suggests changes in
adsorbates, rate-limiting steps, and/or mechanism between better-
performing HCIO, and HNO; and H,SO,. While, no significant
oxidation is seen in ex situ X-ray photoelectron spectra/spectro-
scopy (XPS) post-electrocatalysis (Supplementary Figure 1b), in
the characteristic CV profiles (Fig. 1), there is an oxidation feature
around 0.9-1.1V vs. RHE in all electrolytes that has been
attributed to OH/O adsorption®41:72 to the Pt (see below for
further discussion), suggesting that in situ the Pt surface for OER
starts at least partially oxidized and likely continues oxidizing
during catalysis.

Measuring the charge passed at the electrode just before the
onset of the OER is one means to understand anion adsorption, a
non-faradaic process that can have implications on OER catalysis,
e.g. through coverage effects, adsorbate-adsorbate interactions, etc.
While in situ spectroscopy and/or microscopy would be necessary
to directly correlate the non-faradic current to anion adsorption,
integrating the first cycle of each CV in the three acids from 14V
vs. RHE to the OER onset potential can yield valuable insights.
Charge passed values of 74.1+0.3 uCcm2, 83.1+0.5uCcm™2,
and 83.0 +0.3 pCcm2 were calculated for perchloric, nitric, and
sulfuric acids, respectively. Less charge passed in perchloric acid
may indicate less anion adsorption versus oxide coverage, which
could in turn allow for better OER activity owing to more available
active sites>0. Similarly, nitric and sulfuric acids demonstrate
quantitatively similar amounts of charge passed and accordingly
have nearly identical OER activity profiles and onset potentials. We
also note that the Pt OER activity decreases with cycling; however,
the activity trends remain the same (Supplementary Fig. 4). Due to
the experimentally observed highly dynamic nature of the Pt
surface, indicated by activity changes in OER with increased
cycling and based on the computational Pourbaix diagram of Pt
(Supplementary Fig. 7), DFT calculations on the Pt(111) surface
may not be relevant at such high potentials (>1.0V vs. RHE).
Although the exact Pt surface structure/oxidation during OER
cycling is not known experimentally, DFT calculations in the OER
potential region were performed on a PtO,(110) surface to model
anion adsorption trends on Pt-oxide (Supplementary Fig. 5 and
Supplementary Table 4). We used a dashed line for the OER region
in Fig. 3 to visually show that the trends in anion adsorption free
energies in this region still hold qualitatively as shown by the
calculations on PtO,(110) in Supplementary Table 4. While non-
adsorbed anion-intermediate interactions such as electrostatic
interactions (e.g. anion-induced dipole moments effects) are
possible, competitive adsorption effects likely dominate in the

OER potential region owing lower anion adsorption free energies
with increasing applied potential (Fig. 3 and Supplementary Fig. 5
and Supplementary Table 4). The Pt OER activity trend of HCIO,4
> HNOj; ~ H,SO, can be explained by weaker adsorption of ClO;
compared to NO; and SO3~ (Fig. 3 and Supplementary Fig. 5 and
Supplementary Table 4).

To further probe the effects of electrolyte anions in important
hydrogen fuel cell and water electrolyzer reactions, we system-
atically investigated the HER and HOR (Fig. 2d-f) in the three
electrolytes. Figure 2d, e shows the CVs obtained for the HOR/
HER, and although there are small statistical differences, the
performance in all three electrolytes is nearly identical within the
tested potential range. Although at higher HER current densities
(<~10 mA cm;tz) the overall CV performance in H,SO, starts to
decrease compared to that in HCIO, and HNOs;, Fig. 2d, f
indicates that at moderate current densities HER performance is
very similar across the three electrolytes. Moreover, the onset
potentials (Fig. 2f) in the three electrolytes for HER and HOR as
measured at -0.1 mA cmjp? and +0.1 mA cmy/?, respectively, vary
by no more than 1mV from each other as a function of
electrolyte. This observation can be explained by the significantly
high anion adsorption free energies (Fig. 3) corresponding to
unfavorable adsorption on Pt(111) at the lower HER/HOR
potential range compared to ORR and OER. We further verified
this trend by performing calculations on a 1 monolayer (ML) H*-
Pt(111) surface with van der Waals (vdW) corrections®!
(Supplementary Fig. 6 and Tables 5-6). It is important to note
that the charge state of the anions is an important factor
especially for the hydrogen-covered surfaces due to the limited
interaction with the surface and the resulting limited charge-
redistribution (Supplementary Table 7). Moreover, the HER and
HOR generally involve smaller adsorbates such as *H and *H,
that have weak dipoles?” and thus do not respond as easily to
electric field effects and anion dipole moments®3°l. We
hypothesize that the chemical nature of the HER/HOR
intermediates, along with weaker anion interactions with the
catalyst surface, as supported by DFT calculations, both
contribute to the observation of similar hydrogen electrocatalysis
activity in all three electrolytes. Figure 2f also displays the Tafel
slopes of the HER and HOR where, in addition to the highly
similar onset potentials, the average Tafel slopes for both
reactions are within ~2.1 mV dec™! of each other suggesting no
significant change in mechanism and overall performance
between the electrolytes in the tested potential range. In short,
we believe the differences in potential range and chemical nature
of reaction intermediates result in the observed activity trend for
ORR/OER and lack thereof for HER/HOR.

Discussion

Electrolyte effects on electrochemical performance is an area of
active research that could produce transformative breakthroughs
for renewable energy devices such as fuel cells and electrolyzers in
the future by potentially enhancing the activity of existing cata-
lysts past present limitations. We demonstrate in this work that
the intrinsic performance of Pt for oxygen and hydrogen elec-
trocatalysis can be modulated via electrolyte choice and potential
tuning. We report the intrinsic oxygen and hydrogen electro-
catalysis performance of Pt in nitric acid which, to our knowl-
edge, remains underreported in the literature. We also
demonstrate that Pt ORR activity in nitric acid is 4x that of Pt in
sulfuric acid at 0.9 Vryg, which is the most chemically analogous
electrolyte to the sulfonic acid environment of Nafion (or similar)
PEM membranes and/or ionomers. Specifically, oxygen electro-
catalysis behaves differently across electrolytes due to taking place
in a potential range in which anions interact with Pt more
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strongly, and likely due to having more complex intermediate
species. In contrast, hydrogen electrocatalysis demonstrates
similar performance between electrolytes within the tested
potential range. One such possibility of anion-intermediate
interaction effects involves OER and ORR adsorbates such as
*OOH and *H,0, having a greater capacity to respond to
external electric fields compared to reaction intermediates
involved in HER/HOR. For the HER and HOR, a combination of
weaker anion-catalyst and/or anion-intermediate interactions at
more negative potentials and intermediates such as *H generating
a smaller dipole moment®? likely prohibit the same magnitude of
anion effects on activity. Rigorous operando studies, tracking
adsorbed surface and double layer species, would help probe this
hypothesis and provide further physical insight into electrolyte/
anion effects. Analysis of the surface after electrocatalysis reveals
negligible changes, indicating that activity trends arise from the
intrinsic properties and double layer microenvironment behavior
of the different anions. Future work in this area could be per-
formed for more complex catalyst and/or electrolyte formulations
and in full device conditions, for example with an ionomer and
PEM present.

We have shown that the electrocatalytic performance of Pt
depends on the local potential-dependent microenvironment in
which anions play important roles. Moreover, it is well-known that
electrochemical devices/experiments that employ PEM membranes
and/or ionomer in Pt catalyst ink formulations can suffer from
active site poisoning from the sulfonate chain terminal groups in
commonly used PEM polymers (i.e. Nafion)*44>47:48, This is con-
sistent with the observed poor performance of Pt in sulfuric acid
compared to nitric acid (this work) and perchloric acid (this work
and others?1:3640:41) 'We propose that polymer engineering of PEM
membranes and, especially of ionomers, which are in the most
contact with the catalyst, may help mitigate poisoning and perhaps
even enhance the local catalyst microenvironment. In addition, the
synthesis of new membrane compositions could mitigate previously
observed ORR activity losses owing to degradation products if these
new membranes are more chemically stable in the presence of
damaging species such as peroxides*»>152, For example, our results
motivate the design of PEM membranes and ionomers that are
terminated with species more similar to nitrate and perchlorate as
opposed to sulfate-like (e.g. sulfonate) species. Our work encourages
the engineering of new polymer electrolytes and binders to enhance
reaction rates via microenvironment engineering without needing
changes in catalyst material.

Methods

Pt disk preparation. In this study, we used a metallic platinum disk (0.196 cméw;
TANAKA Precious Metals) manually polished with aluminum oxide slurry (Allied
High Tech Products) of varying sizes as recommended in literature3”. Beginning
with a 5 pm slurry dispersed on a Nylon pad, we moved the disk surface on a
polishing pad for 5 min in a figure-8 pattern. Following this, the same procedure
was repeated with a 0.3 um slurry on a microfiber cloth surface and then a 0.05 ym
slurry on a microfiber cloth surface. AFM (see methods below) measurements
indicate a roughness factor around 1.001 and root mean squared roughness of
4.19 nm. This Pt disk was stored in Millipore water (R = 18.2 MQ cm) when not in
use and was polished and flame annealed prior to each RDE experiment. In the
initial stages of this work, we attempted using physical vapor deposited Pt thin
films (with and without a Ti sticking layer) onto glassy carbon disk inserts but the
films showed poor adhesion, delaminating within seconds or minutes after sub-
mersion in 0.1 M strong acid electrolyte.

Electrolyte preparation. We prepared 0.1 M (pH 1) electrolyte solutions for three
strong acids using new stock solutions of the highest purity commercially available:
perchloric (99.999% trace metals basis, GFS Chemicals - Veritas Double Distilled),
nitric (99.999% trace metals basis, Sigma-Aldrich), and sulfuric (99.999% trace
metals basis, Alfa Aesar). We prepared transfer solutions of all three acids of an
intermediate concentration between the final (0.1 M) and stock in a container that
was thoroughly cleaned with piranha solution (subsequently rinsed 20 times with
the working acid and Millipore water from the dispenser) to avoid adventitious
organic contamination that can lead to irreproducibility and poor performance. To

prepare the electrolyte for an experiment, a fixed mass of this transfer solution was
dispensed by pouring it directly into the cell on a mass balance and a fixed mass of
Millipore water, to dilute to 0.1 M, was then added directly from the dispenser, thus
entirely removing the potential of organic contamination from volumetric glass-
ware. Our piranha cleaning and electrolyte preparation protocols were crucial and
ensured stable performance between multiple trials and polishing steps.

Electrochemical analysis. All glassware was piranha-cleaned and subsequently
rinsed at least 20 times with Millipore water to remove sulfates from the piranha
solution and stored with Millipore water. Electrochemical measurements with an
RDE setup were performed in a three-electrode glass cell with a rotator (Pine
Research Instruments) and potentiostat (BioLogic VMP-300). This cell was cleaned
with aqua regia and subsequently with piranha solution, separately, to remove any
metal contamination and organic contamination that has been known to decrease
measured activity on Pt>”. To avoid non-Pt contamination all three electrodes were
composed of pure Pt. The working electrode consisted of the aforementioned Pt
disk placed in a Pine Research Instruments Teflon ChangeDisk RDE holder and
shaft assembly. The counter electrode was a Pt wire cleaned and flame annealed
prior to measurements (stored in 30 wt% HNO3). The reference electrode was a
constructed reversible hydrogen electrode (RHE) consisting of two gas dispersion
tubes of different diameters with the smaller tube on the inside supplying hydrogen
gas. A clean and flame annealed Pt wire (stored in 30 wt% HNO;), with a coiled
end to increase surface area, was placed between the inner and outer dispersion
tube walls and the assembly was submerged in the electrolyte being tested. We
report fully uncompensated resistance corrected (R,, measured by potential
impedance spectroscopy (PEIS) after electrode conditioning) potentials vs. RHE
after further calibrating our in-house RHE to the 0 V vs. RHE definition as mea-
sured by the crossover point of HER/HOR on the Pt disk; the electrode was no
more than 0.1 mV off in all trials. We performed the following CV electrochemical
experiments, in triplicate (separate electrolyte batch and separate piranha cleaning
for each electrolyte species) in order in gas saturated electrolyte: Pt disk electrode
conditioning (100 cycles @ 500 mV s~! in Ny, from 0.025 Vg to 1.4 Vyyg with
start and end points of 0.4 Vg and 0.025 Vgyg respectively), PEIS, Hypp ECSA
estimation (3 cycles @ 500 mV s71in Ny, from 0.025 Vg to 1.0 Vgyyg with start
and end points of 0.4 Vyyg and 0.025 Vyyg respectively), ORR O, (3 cycles @
20mV sl in O,, 1 Vgyg to -0.01 Viyg), polarization in N, for ORR correction (2
cycles @ 20 mV s7! in N, 1 Vg to -0.01 Vgyg), HER/HOR (3 cycles @ 20 mV s~
in Hy, -0.1 Vgyg to 0.1 Vgyg), and OER (5 cycles, 1.2 Viyg to 1.7 Vyyg @
20mV sl in O,), all at 1600 rpm. Before triplicate measurements, we performed
the electrochemical testing series outlined above, once, which allowed trace sulfates
from piranha cleaning to be removed. The Pt disk was rinsed with Millipore water
(R=18 MQ cm) directly from the dispenser immediately after removing it from
electrolyte, dried with N,, and then immediately taken (in air) for the physical
characterization (XPS and AFM) measurements described below.

For CVs reported for the ORR, HER, and HOR, the average of triplicate
measurements of the third cycle is displayed in Fig. 2 as these traces overlap almost
exactly. However, for the OER, activity decreased with cycles (Supplementary
Fig. 3), so the second cycle is used to represent performance as the likely most
reduced Pt surface without capacitive effects that are present in the first cycle. As it
is typical in OER literature®’, we report the average of the anodic and cathodic
sweeps, though the raw data from this measurement is available in Supplementary
Fig. 3.

Physical characterization. XPS was performed using a PHI III Versaprobe
instrument with an Al Ka (1486 eV) source employing a 224 and 55 eV pass
energies to collect Survey (Su) and high resolution (HR) spectra, respectively. All
measurements were collected using the instrument’s neutralizer and the Ar* gun in
neutralizing mode on a 100 um x 100 um high power spot (100 W, 20 kV) at both
the center and edge of the Pt disk and representative spectra are shown in this
work. The sample-to-detector angle was 45° (default) and the X-ray beam was
perpendicular to the sample with the stage height being optimized for maximal
signal intensity. A Park Systems XE-70 atomic force microscope equipped with a
pre-mounted Mikromasch NSC15/Al BS tip was used to obtain 10 um x 10 pum size
non-contact images of the surface with topographical information (i.e. roughness
factor) being calculated in Gwyddion®3 software. We define the roughness factor
(RF) as the true (as measured with AFM) surface area divided by the geometric
surface area. To confirm this normalization procedure, Hypp measurements were
performed to estimate the surface area and are presented in Supplementary Fig. 2.

Chemical/molecular analysis. The electrolyte collected after electrochemical
testing of the Pt disk in 0.1 M HNO; was analyzed by 'H NMR for the presence of
ammonia as a potential side-product if Pt electrocatalyzed the reduction of nitrate
(NO3). Samples, including calibration standards from NH,OH (28% in water,
99.99% metals basis, Sigma Aldrich), were prepared for analysis by adding 500 uL
of analyte to a 20 mL scintillation vial, followed by stepwise addition and mixing of
50 uL D,0 (99.9 atom % D, Acros Organics) as a locking agent and 100 pL dilute
(845 uM) CHCl; (Certified ACS Reagent Grade, >99.8%, Fisher Chemical) as an
internal standard. Acidification to stabilize NH,* in solution was unnecessary
given the acidic nature of the 0.1 M HNO; electrolyte employed. Spectra were
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recorded on a Varian Inova NMR spectrometer operating at a frequency of

600 MHz at 25 °C with a 5 mm triple resonance pulsed-field gradient probe using a
selective pulse gradient spin echo sequence adapted from literature’®. Briefly, this
sequence consisted of a 90° pulse followed by a selective 180° gradient echo pulse.
The number of scans ranged from 96 scans (10-min scan time) for calibration
standards at concentrations from 25 to 100 uM to 192 scans (20-min scan time) for
calibration standards from 5 to 10 uM and for test analytes. Calibration data was
collected in triplicate for solutions ranging in known concentration from 5 to
100 uM to generate a plot of NH,T:CHCl; integral ratios. This plot was subse-
quently fit via linear regression to establish an equation for quantification, and
while 5 uM was found to be the limit of detection after 192 scans, a low signal-to-
noise ratio achieved at this concentration with the given scan parameters precluded
its addition to the calibration range, therefore 10 uM was taken as the lower limit of
quantification.

Computational details. Periodic spin—polarized DFT calculations were performed
using the Vienna Ab—initio Simulation Package (VASP version 5.4.4)°* with the
RPBE exchange correlation functional®®, a plane-wave basis set with a cutoff kinetic
energy of 500/400 eV for metal/metal oxide surfaces, and the projector-augmented
wave (PAW) method?®. PAW pseudo-potentials were selected according to the
Materials Project (MP) database®”. The Pt metal surface was modeled as a five
—layer p(3 x 3) Pt(111) fcc slab with RPBE optimized lattice constant of 3.99 A, in
agreement with previously reported values’. We further modeled a Pt(111) surface
covered with 1 ML H* on fcc hollow sites relevant for HER and used both RPBE
and BEEF-vdW functionals®! to evaluate the anion adsorption energies. The BEEF-
vdW functional provides a reasonable description of van der Waals dispersion
interactions while maintaining an accurate prediction of chemisorption energies®!.
The oxidized Pt surface at high potentials relevant for OER was modeled as a
P4,/mnm [136] PtO,(110) surface. Specifically, we used a c(1 x 2) surface cell with
two distinct bridging O atoms (Oy,) and two distinct fivefold coordinated Pt atoms
(5¢-Pt) and consisted of four stoichiometric PtO, layers. The Brillouin zone was
sampled with a T—centered (3 x 3 x 1) Monkhorst—Pack grid®. In all of the slabs,
the top two layers and adsorbed species were fully relaxed, whereas the bottom
layers were constrained at the bulk positions. The slabs were separated in the
perpendicular z-direction by at least 15 A of vacuum, and a dipole correction was
applied. The electronic and force convergence criterion were 10~5/10~4¢eV for
metals/metal oxides and 0.05 eV A~1, respectively. Solvation at the metal surface
were modeled using the implicit solvation method implemented in VASPsol!% with
a dielectric constant of 80 and a Debye screening length of 3 A. The nonelectrostatic
coefficient was set to zero to avoid numerical instabilities in the electrolyte region.

To identify the role of acid electrolyte anions on electrocatalytic performance on
Pt(111), we evaluated the adsorption of anions (A", n = 1, 2)1%22, For each anion,
we considered several configurations of anion adsorption geometries on Pt(111)
surface and the most stable adsorption configuration is shown in Fig. 3a. The
optimal adsorption of ClO;, HSO;, and SO3~ to the Pt(111) surface occurs with
three O atoms on top sites, with the CI/S atoms located above the hollow position
and the final O atom positioned through the Cl-/S-O bond perpendicular to the
surface. For HSO,, the H atom is connected through the O atom in the S-O bond
perpendicular to the surface. In the most stable geometry for NO7, two O atoms
adsorb on top sites and the third O atom is located through the N-O bond
perpendicular to the surface. The adsorption free energy (AG.qsorption(A” ")) of the
anions from solution was calculated as,

AG,gsorption(A" ") = AGeyp (Urnp) — AGgapation (H,A(8))
— AGgjyiion (H, A(solvated))

where AGgopvation(H,A(g)) and AGgiution(H,A(solvated)) are the solvation free
energy and dilution free energy calculated using experimental literature data for
standard thermodynamic relations (see Supplementary Table 3 for more
details) 101192 The effect of the electrode potential on the AG,dsorption(A™ ™) was
determined by AGcyp(Urne) term, which was calculated from DFT and
computational hydrogen electrode (CHE)®.

¢Y)

AGeyp(Urpp) = AGeyp(Upgg = 0V) — neUpgyg (2)

where n, e, and Ugyg are the number of electrons involved in the reaction, the
elementary charge, and the electrode potential with respect to the reversible
hydrogen electrode (RHE), respectively. The adsorption free energies of the
anions at Ugyg = 0 V and standard conditions were calculated as AGeyg(Urpg

=0V)=AEppr+ AEzpp + [o ' °C,dT — TAS, where AEpgr is the difference

in DFT calculated electronic energy, AEzpg is the difference in zero-point

energies, l?)S'ISCPdT is the difference in integrated heat capacity from 0 to

298.15K, AS is the change in entropy of the adsorbed species, and calculated
using the harmonic oscillator approximation as implemented in the ASE with
respect to the catalyst surface, H,A(g) and H,(g). For gas molecules, the ideal
gas approximation with experimental molecular datal0 and a partial pressure
of 101,325 Pa was employed except for H,O, for which a partial pressure of
3534 Pa corresponding to the vapor pressure of H,O was used.

Both for the ORR and OER, we considered the associative reaction mechanism
consisting of four proton-coupled electron transfer (PCET) reactions®®!04, To
compare the competitive adsorption of anions and ORR/OER intermediates, the

adsorption free energies of *OOH, *O, and *OH intermediates were calculated. It
is important to note that ab initio molecular dynamics (AIMD) simulations of acid
anion electrolytes in contact with the surfaces with explicit water molecules would
be needed to accurately model the system and are beyond the scope of this study.
The coverage of anions and ORR/OER reaction intermediates could potentially
influence the adsorption free energies!%>, however, a detailed study including
adsorbate—adsorbate interactions also is beyond the scope of this study. Finally, to
assess the electronic structure of the Pt surfaces, we computed the Pt-projected
density of states (PDOS) on Pt(111), H*-covered Pt(111), and PtO,(110) surfaces
(Supplementary Fig. 8) and did not observe significant changes of PDOS in the H*-
covered Pt(111) compared to the pristine Pt(111) surface.

Data availability

Source data are provided with this paper. All raw data plotted in this work can also be
accessed on figshare.com through https://doi.org/10.6084/m9.figshare.16679665. The
optimized DFT structures are available in the data repository https://data.dtu.dk/, and
can be accessed using the link https://doi.org/10.11583/DTU.18277970.

Received: 24 September 2021; Accepted: 20 January 2022;
Published online: 18 February 2022

References

1. Hydrogen Council. Path to hydrogen competitiveness. A cost perspective.
(Hydrogen Council, 2020, accessed 23 November 2021). https://
hydrogencouncil.com/wp-content/uploads/2020/01/Path-to-Hydrogen-
Competitiveness_Full-Study-1.pdf.

2. Wang, X. X, Swihart, M. T. & Wu, G. Achievements, challenges and
perspectives on cathode catalysts in proton exchange membrane fuel cells for
transportation. Nat. Catal. 2, 578-589 (2019).

3. Danilovic, N. et al. Activity-stability trends for the oxygen evolution reaction
on monometallic oxides in acidic environments. J. Phys. Chem. Lett. 5,
2474-2478 (2014).

4. Wu, J. & Yang, H. Platinum-based oxygen reduction electrocatalysts. Acc.
Chem. Res. 46, 1848-1857 (2013).

5. Banham, D. et al. Ultralow platinum loading proton exchange membrane fuel
cells: performance losses and solutions. J. Power Sources 490, 229515 (2021).

6. Kibsgaard, J. & Chorkendorff, I. Considerations for the scaling-up of water
splitting catalysts. Nat. Energy 4, 430-433 (2019).

7. Reier, T., Oezaslan, M. & Strasser, P. Electrocatalytic oxygen evolution
reaction (OER) on Ru, Ir, and Pt catalysts: a comparative study of
nanoparticles and bulk materials. ACS Catal. 2, 1765-1772 (2012).

8. Furuya, Y. et al. Influence of electrolyte composition and pH on platinum
electrochemical and/or chemical dissolution in aqueous acidic media. ACS
Catal. 5, 2605-2614 (2015).

9. A. Hansen, H., Rossmeisl, J. & K. Norskov, J. Surface Pourbaix diagrams and
oxygen reduction activity of Pt, Ag and Ni(111) surfaces studied by DFT. Phys.
Chem. Chem. Phys. 10, 3722-3730 (2008).

10. Pourbaix, M. Atlas of Electrochemical Equilibria in Aqueous Solutions. Second
Eng edn, (National Association of Corrosion Engineers, 1974).

11. Blizanac, B. B., Ross, P. N. & Markovic, N. M. Oxygen electroreduction on
Ag(111): the pH effect. Electrochim. Acta 52, 2264-2271 (2007).

12. Schmidt, T. J., Paulus, U. A., Gasteiger, H. A. & Behm, R. J. The oxygen
reduction reaction on a Pt/carbon fuel cell catalyst in the presence of chloride
anions. J. Electroanal. Chem. 508, 41-47 (2001).

13. Markovi¢, N. M., Gasteiger, H. A., Grgur, B. N. & Ross, P. N. Oxygen
reduction reaction on Pt(111): effects of bromide. J. Electroanal. Chem. 467,
157-163 (1999).

14. Blizanac, B. B. et al. Anion adsorption, CO oxidation, and oxygen reduction
reaction on a Au(100) surface: the pH effect. J. Phys. Chem. B 108, 625-634
(2004).

15. Wang, J. X, Markovic, N. M. & Adzic, R. R. Kinetic analysis of oxygen
reduction on Pt(111) in acid solutions: intrinsic kinetic parameters and anion
adsorption effects. J. Phys. Chem. B 108, 4127-4133 (2004).

16. Holst-Olesen, K., Reda, M., Hansen, H. A., Vegge, T. & Arenz, M. Enhanced
oxygen reduction activity by selective anion adsorption on non-precious-
metal catalysts. ACS Catal. 8, 7104-7112 (2018).

17. Kunz, H. R. & Gruver, G. A. The catalytic activity of platinum supported on
carbon for electrochemical oxygen reduction in phosphoric acid. J.
Electrochem. Soc. 122, 1279-1287 (1975).

18. Jusys, Z. & Behm, R. J. The effect of anions and pH on the activity and
selectivity of an annealed polycrystalline au film electrode in the oxygen
reduction reaction-revisited. ChemPhysChem 20, 3276-3288 (2019).

19. Kumeda, T., Tajiri, H., Sakata, O., Hoshi, N. & Nakamura, M. Effect of
hydrophobic cations on the oxygen reduction reaction on single-crystal
platinum electrodes. Nat. Commun. 9, 1-7 (2018).

8 COMMUNICATIONS CHEMISTRY | (2022)5:20 | https://doi.org/10.1038/s42004-022-00635-1 | www.nature.com/commschem


https://doi.org/10.6084/m9.figshare.16679665
https://data.dtu.dk/
https://doi.org/10.11583/DTU.18277970
https://hydrogencouncil.com/wp-content/uploads/2020/01/Path-to-Hydrogen-Competitiveness_Full-Study-1.pdf
https://hydrogencouncil.com/wp-content/uploads/2020/01/Path-to-Hydrogen-Competitiveness_Full-Study-1.pdf
https://hydrogencouncil.com/wp-content/uploads/2020/01/Path-to-Hydrogen-Competitiveness_Full-Study-1.pdf
www.nature.com/commschem

COMMUNICATIONS CHEMISTRY | https://doi.org/10.1038/s42004-022-00635-1

ARTICLE

20.

21.

22.

23.

24.

25.

26.

27.

28.

29.

30.

31.

32.

33.

34.

35.

36.

37.

38.

39.

40.

41.

42.

43.

44.

45.

Hsueh, K.-L., Gonzalez, E. R. & Srinivasan, S. Electrolyte effects on oxygen
reduction kinetics at platinum: a rotating ring-disc electrode analysis.
Electrochim. Acta 28, 691-697 (1983).

Halseid, R., Bystron, T. & Tunold, R. Oxygen reduction on platinum in
aqueous sulphuric acid in the presence of ammonium. Electrochim. Acta 51,
2737-2742 (2006).

Zamora Zeledén, J. A. et al. Probing the effects of acid electrolyte anions on
electrocatalyst activity and selectivity for the oxygen reduction reaction.
ChemElectroChem 8, 2467-2478 (2021).

Kriksunov, L. B., Bunakova, L. V., Zabusova, S. E. & Krishtalik, L. I. Anodic
oxygen evolution reaction at high temperatures in acid solutions at platinum.
Electrochim. Acta 39, 137-142 (1994).

Zheng, J., Sheng, W., Zhuang, Z., Xu, B. & Yan, Y. Universal dependence of
hydrogen oxidation and evolution reaction activity of platinum-group metals
on pH and hydrogen binding energy. Sci. Adv. 2, e1501602 (2016).
Lamy-Pitara, E., El Mouahid, S. & Barbier, J. Effect of anions on catalytic and
electrocatalytic hydrogenations and on the electrocatalytic oxidation and
evolution of hydrogen on platinum. Electrochim. Acta 45, 4299-4308 (2000).
Sheng, W. et al. Correlating hydrogen oxidation and evolution activity on
platinum at different pH with measured hydrogen binding energy. Nat.
Commun. 6, 5848 (2015).

Rosen, M. & Schuldiner, S. Mechanisms and kinetics of H, dissociation and
open-circuit accumulation of H atoms during the formation of the
equilibrium H,/H+ electrode on platinum. J. Electrochem. Soc. 117, 35 (1970).
Tripkovic, D. V., Strmcenik, D., Van Der Vliet, D., Stamenkovic, V. &
Markovic, N. M. The role of anions in surface electrochemistry. Faraday
Discuss 140, 25-40 (2009).

Angerstein-Kozlowska, H., Conway, B. E., Hamelin, A. & Stoicoviciu, L.
Elementary steps of electrochemical oxidation of single-crystal planes of Au—
I. Chemical basis of processes involving geometry of anions and the electrode
surfaces. Electrochim. Acta 31, 1051-1061 (1986).

Conway, B. E. Electrochemical surface science: The study of monolayers of ad-
atoms and solvent molecules at charged metal interfaces. Prog. Surf. Sci. 16,
1-137 (1984).

Strmcnik, D. et al. Effects of Li+, K+, and Ba,+ cations on the ORR at model
and high surface area Pt and Au surfaces in alkaline solutions. J. Phys. Chem.
Lett. 2, 2733-2736 (2011).

Garlyyev, B., Xue, S., Pohl, M. D., Reinisch, D. & Bandarenka, A. S. Oxygen
electroreduction at high-index Pt electrodes in alkaline electrolytes: a decisive
role of the alkali metal cations. ACS Omega 3, 15325-15331 (2018).

Yeh, K.-Y,, Restaino, N. A, Esopi, M. R., Maranas, J. K. & Janik, M. J. The
adsorption of bisulfate and sulfate anions over a Pt(111) electrode: a first
principle study of adsorption configurations, vibrational frequencies and
linear sweep voltammogram simulations. Catal. Today 202, 20-35 (2013).
Li, Y. & Janik, M. J. Recent progress on first-principles simulations of
voltammograms. Curr. Opin. Electrochem. 14, 124-132 (2019).
Gossenberger, F., Roman, T. & Grofi, A. Hydrogen and halide co-adsorption
on Pt(111) in an electrochemical environment: a computational perspective.
Electrochim. Acta 216, 152-159 (2016).

Gossenberger, F., Juarez, F. & Grof3, A. Sulfate, bisulfate, and hydrogen co-
adsorption on Pt(111) and Au(111) in an electrochemical environment. Front.
Chem. 8, 634 (2020).

Shinozaki, K., Zack, J. W., Richards, R. M., Pivovar, B. S. & Kocha, S. S.
Oxygen reduction reaction measurements on platinum electrocatalysts
utilizing rotating disk electrode technique. J. Electrochem. Soc. 162,
F1144-F1158 (2015).

Zhu, S., Hu, X., Zhang, L. & Shao, M. Impacts of perchloric acid, nafion, and
alkali metal ions on oxygen reduction reaction kinetics in acidic and alkaline
solutions. J. Phys. Chem. C 120, 27452-27461 (2016).

Bagotzky, V. S., Vassilyev, Y. B., Weber, J. & Pirtskhalava, J. N. Adsorption of
anions on smooth platinum electrodes. J. Electroanal. Chem. Interf.
Electrochem. 27, 31-46 (1970).

Markovic, N. M., Gasteiger, H. A. & Ross, P. N. Oxygen reduction on
platinum low-index single-crystal surfaces in sulfuric acid solution: rotating
ring-Pt(hkl) disk studies. J. Phys. Chem. 99, 3411-3415 (1995).

Deng, Y.-J., Wiberg, G. K. H., Zana, A. & Arenz, M. On the oxygen reduction
reaction in phosphoric acid electrolyte: evidence of significantly increased
inhibition at steady state conditions. Electrochim. Acta 204, 78-83 (2016).
Sharma, R. & Andersen, S. M. Zoom in catalyst/ionomer interface in polymer
electrolyte membrane fuel cell electrodes: impact of catalyst/ionomer
dispersion media/solvent. ACS Appl. Mater. Interfaces 10, 38125-38133 (2018).
Berlinger, S. A. et al. Impact of dispersion solvent on ionomer thin films and
membranes. ACS Appl. Polym. Mater. 2, 5824-5834 (2020).

Shinozaki, K., Morimoto, Y., Pivovar, B. S. & Kocha, S. S. Suppression of
oxygen reduction reaction activity on Pt-based electrocatalysts from ionomer
incorporation. J. Power Sources 325, 745-751 (2016).

Kodama, K. et al. Effect of the side-chain structure of perfluoro-sulfonic acid
ionomers on the oxygen reduction reaction on the surface of Pt. ACS Catal. 8,
694-700 (2018).

46.

47.

48.

49.

50.

51.

52.

53.

54.

55.

56.

57.

58.

59.

60.

61.

62.

63.

64.

65.

66.

67.

68.

69.

70.

71.

72.

Hickner, M. A. & Pivovar, B. S. The chemical and structural nature of proton
exchange membrane fuel cell properties. Fuel Cells 5, 213-229 (2005).
Chaveanghong, S. et al. Sulfur poisoning of Pt and PtCo anode and cathode
catalysts in polymer electrolyte fuel cells studied by operando near ambient
pressure hard X-ray photoelectron spectroscopy. Phys. Chem. Chem. Phys. 23,
3866-3873 (2021).

Asensio, J. A., Sanchez, E. M. & Gomez-Romero, P. Proton-conducting
membranes based on benzimidazole polymers for high-temperature PEM fuel
cells. A chemical quest. Chem. Soc. Rev. 39, 3210 (2010).

Christ, J. M., Neyerlin, K. C., Wang, H., Richards, R. & Dinh, H. N. Impact of
polymer electrolyte membrane degradation products on oxygen reduction
reaction activity for platinum electrocatalysts. J. Electrochem. Soc. 161,
F1481-F1488 (2014).

Zhou, C. et al. Chemical durability studies of perfluorinated sulfonic acid
polymers and model compounds under mimic fuel cell conditions.
Macromolecules 40, 8695-8707 (2007).

Healy, J. et al. Aspects of the chemical degradation of PFSA ionomers used in
PEM fuel cells. Fuel Cells 5, 302-308 (2005).

Shabani, B., Hafttananian, M., Khamani, S., Ramiar, A. & Ranjbar, A. A.
Poisoning of proton exchange membrane fuel cells by contaminants and
impurities: review of mechanisms, effects, and mitigation strategies. J. Power
Sources 427, 21-48 (2019).

Waegele, M. M., Gunathunge, C. M., Li, J. & Li, X. How cations affect the
electric double layer and the rates and selectivity of electrocatalytic processes.
J. Chem. Phys. 151, 160902 (2019).

Magnussen, O. M. Ordered anion adlayers on metal electrode surfaces. Chem.
Rev. 102, 679-726 (2002).

Hahn, C. & Jaramillo, T. F. Using microenvironments to control reactivity in
CO,. Electrocatalysis. Joule 4, 292-294 (2020).

Weitzner, S. E. et al. Toward engineering of solution microenvironments for
the CO, reduction reaction: unraveling pH and voltage effects from a
combined density-functional-continuum theory. J. Phys. Chem. Lett. 11,
4113-4118 (2020).

Ding, M. et al. On-chip in situ monitoring of competitive interfacial anionic
chemisorption as a descriptor for oxygen reduction kinetics. ACS Cent. Sci. 4,
590-599 (2018).

Wang, Z.-M.,, Arai, T. & Kumagai, M. Cooperative and competitive adsorption
mechanism of NO,, NO, and H,O on H-type mordenite. Ind. Eng. Chem. Res.
40, 1864-1871 (2001).

El Kadiri, F., Faure, R. & Durand, R. Electrochemical reduction of molecular
oxygen on platinum single crystals. J. Electroanal. Chem. Interf. Electrochem.
301, 177-188 (1991).

Liu, Y., Kawaguchi, T., Pierce, M. S., Komanicky, V. & You, H. Layering and
ordering in electrochemical double layers. J. Phys. Chem. Lett. 9, 1265-1271
(2018).

Kelly, S. R, Kirk, C., Chan, K. & Nerskov, J. K. Electric field effects in oxygen
reduction kinetics: rationalizing pH dependence at the Pt(111), Au(111), and
Au(100) electrodes. J. Phys. Chem. C 124, 14581-14591 (2020).

Bockris, J. O. M., Devanathan, M. A. V. & Miiller, K. On the structure

of charged interfaces. Proc. R. Soc. Lond. A Math. Phys. Sci. 274, 55-79
(1963).

Garcia, G., Stoffelsma, C., Rodriguez, P. & Koper, M. T. M. Influence of
beryllium cations on the electrochemical oxidation of methanol on stepped
platinum surfaces in alkaline solution. Surf. Sci. 631, 267-271 (2015).

Sitta, E., Batista, B. C. & Varela, H. The impact of the alkali cation on the
mechanism of the electro-oxidation of ethylene glycol on Pt. Chem. Commun.
47, 3775 (2011).

Skilason, E. et al. Modeling the electrochemical hydrogen oxidation and
evolution reactions on the basis of density functional theory calculations. J.
Phys. Chem. C 114, 18182-18197 (2010).

Norskov, J. K. et al. Origin of the overpotential for oxygen reduction at a fuel-
cell cathode. J. Phys. Chem. B 108, 17886-17892 (2004).

Wei, C. et al. Recommended practices and benchmark activity for hydrogen
and oxygen electrocatalysis in water splitting and fuel cells. Adv. Mater. 31,
1806296 (2019).

Zamora Zeledon, J. A. et al. Tuning the electronic structure of Ag-Pd alloys to
enhance performance for alkaline oxygen reduction. Nat. Commun. 12, 1-9
(2021).

Lukaszewski, M., Soszko, M. & Czerwinski, A. Electrochemical methods of
real surface area determination of noble metal electrodes-an overview. Int. J.
Electrochem. Sci. 11, 4442-4469 (2016).

Rudi, S., Cui, C., Gan, L. & Strasser, P. Comparative study of the electrocatalytically
active surface areas (ECSAs) of Pt alloy nanoparticles evaluated by Hupd and CO-
stripping voltammetry. Electrocatalysis 5, 408-418 (2014).

Yoon, Y., Yan, B. & Surendranath, Y. Suppressing ion transfer enables
versatile measurements of electrochemical surface area for intrinsic activity
comparisons. J. Am. Chem. Soc. 140, 2397-2400 (2018).

Xing, L. et al. Platinum electro-dissolution in acidic media upon potential
cycling. Electrocatalysis 5, 96-112 (2014).

COMMUNICATIONS CHEMISTRY | (2022)5:20 | https://doi.org/10.1038/s42004-022-00635-1 | www.nature.com/commschem 9


www.nature.com/commschem
www.nature.com/commschem

ARTICLE

COMMUNICATIONS CHEMISTRY | https://doi.org/10.1038/s42004-022-00635-1

73.

74.

75.

76.

77.

78.

79.

80.

81.

82.

83.

84.

85.

86.

87.

88.

89.

90.

91.

92.

93.

94.

95.

96.

97.

98.

99.

100.

Clavilier, J. The role of anion on the electrochemical behaviour of a {111}
platinum surface; an unusual splitting of the voltammogram in the hydrogen
region. J. Electroanal. Chem. Interf. Electrochem. 107, 211-216 (1980).

He, Q. et al. Influence of phosphate anion adsorption on the kinetics of
oxygen electroreduction on low index Pt(hkl) single crystals. Phys. Chem.
Chem. Phys. 12, 12544 (2010).

Rosca, V., Duca, M., De Groot, M. T. & Koper, M. T. M. Nitrogen cycle
electrocatalysis. Chem. Rev. 109, 2209-2244 (2009).

de Groot, M. T. & Koper, M. T. M. The influence of nitrate concentration and
acidity on the electrocatalytic reduction of nitrate on platinum. J. Electroanal.
Chem. 562, 81-94 (2004).

McEnaney, J. M. et al. Electrolyte engineering for efficient electrochemical
nitrate reduction to ammonia on a titanium electrode. ACS Sustain. Chem.
Eng. 8, 2672-2681 (2020).

Nielander, A. C. et al. A versatile method for ammonia detection in a range of
relevant electrolytes via direct nuclear magnetic resonance techniques. ACS
Catal. 9, 5797-5802 (2019).

Bard, A. J. & Faulkner, L. R. Electochemical Methods: Fundamentals and
Applications. 2nd edn, (Wiley, 2000).

Kaskiala, T. Determination of oxygen solubility in aqueous sulphuric acid
media. Miner. Eng. 15, 853-857 (2002).

PEM fuel cell electrocatalysts and catalyst layers: fundamentals and
applications. (Jiujun, Z. ed.) (Springer, 2008).

Shinagawa, T., Garcia-Esparza, A. T. & Takanabe, K. Insight on Tafel slopes
from a microkinetic analysis of aqueous electrocatalysis for energy conversion.
Sci. Rep. 5, 1-21 (2015).

Chen, W. et al. Reconsidering the benchmarking evaluation of catalytic
activity in oxygen reduction reaction. iScience 23, 101532 (2020).

Gasteiger, H. A., Kocha, S. S., Sompalli, B. & Wagner, F. T. Activity
benchmarks and requirements for Pt, Pt-alloy, and non-Pt oxygen reduction
catalysts for PEMFCs. Appl. Catal., B: Environ. 56, 9-35 (2005).

Zhang, L. & Huang, J. Understanding surface charge effects in electrocatalysis.
Part I: peroxodisulfate reduction at Pt(111). J. Phys. Chem. C 124,
16951-16960 (2020).

Zhang, 1. Y. et al. Resolving the chemical identity of H,SO, derived anions on
Pt(111) electrodes: they’re sulfate. Phys. Chem. Chem. Phys. 21, 19147-19152
(2019).

Ludwig, T. et al. Solvent-adsorbate interactions and adsorbate-specific solvent
structure in carbon dioxide reduction on a stepped Cu surface. J. Phys. Chem.
C 123, 5999-6009 (2019).

Miles, M. H. et al. The oxygen evolution reaction on platinum, iridium,
ruthenium and their alloys at 80 °C in acid solutions. Electrochim. Acta 23,
521-526 (1978).

Arminio-Ravelo, J. A., Jensen, A. W, Jensen, K. D., Quinson, J. & Escudero-
Escribano, M. Electrolyte effects on the electrocatalytic performance of
iridium-based nanoparticles for oxygen evolution in rotating disc electrodes.
ChemPhysChem 20, 2956-2963 (2019).

Ismail, N. et al. Electrocatalytic acidic oxygen evolution reaction: from
nanocrystals to single atoms. Aggregate 2, €106 (2021).

Wellendorff, J. et al. Density functionals for surface science: Exchange-
correlation model development with Bayesian error estimation. Phys. Rev. B
85, 235149 (2012).

Zeradjanin, A. R., Grote, J.-P., Polymeros, G. & Mayrhofer, K. J. J. A critical
review on hydrogen evolution electrocatalysis: re-exploring the volcano-
relationship. Electroanalysis 28, 2256-2269 (2016).

Necas, D. & Klapetek, P. Gwyddion: an open-source software for SPM data
analysis. Open Phys. 10, 181-188 (2012).

Kresse, G. & Furthmiiller, J. Efficient iterative schemes for ab initio total-
energy calculation using a plane-wave basis set. Phys. Rev. B: Condens. Matter
54, 11169-11186 (1996).

Hammer, B., Hansen, L. B. & Norskov, J. K. Improved adsorption energetics
within density-functional theory using revised Perdew-Burke-Ernzerhof
functionals. Phys. Rev. B Condens. Matter Mater. Phys. 59, 7413-7421 (1999).
Kresse, G. & Joubert, D. From ultrasoft pseudopotentials to the projector
augmented-wave method. Phys. Rev. B 59, 1758-1775 (1999).

Jain, A. et al. Commentary: The Materials Project: A materials genome
approach to accelerating materials innovation. APL Mater. 1, 011002 (2013).
Kalhara Gunasooriya, G. T. K. & Saeys, M. CO adsorption site preference on
platinum: charge is the essence. ACS Catal. 8, 3770-3774 (2018).
Monkhorst, H. J. & Pack, J. D. Special points for Brillouin-zone integrations.
Phys. Rev. B 13, 5188-5192 (1976).

Mathew, K., Kolluru, V. S. C,, Mula, S., Steinmann, S. N. & Hennig, R. G.
Implicit self-consistent electrolyte model in plane-wave density-functional
theory. J. Chem. Phys. 151, 234101 (2019).

101. Atkins, P., de Paula, J. & Keeler, J. Atkins’ Physical Chemistry. 9 edn, (Oxford
University Press, 2010).

Haynes, W. M., Lide, D. R. & Bruno, T. J. CRC Handbook of Chemistry and
Physics: A Ready-Reference Book of Chemical and Physical Data. 97 edn, (CRC
Press, 2016).

NIST Standard Reference Database Number 101 (ed Russel D. Johnson I. I. I.)
(2020).

Gunasooriya, G. T. K. K. & Norskov, J. K. Analysis of acid-stable and active oxides
for the oxygen evolution reaction. ACS Energy Lett. 5, 3778-3787 (2020).

De Vrieze, J. E., Gunasooriya, G. T. K. K., Thybaut, J. W. & Saeys, M.
Operando computational catalysis: shape, structure, and coverage under
reaction conditions. Curr. Opin. Chem. Eng. 23, 85-91 (2019).

102.

103.
104.

105.

Acknowledgements

This research was supported by the U.S. Department of Energy, Office of Science, Office
of Basic Energy Sciences, Chemical Sciences, Geosciences, and Biosciences Division,
Catalysis Science Program to the SUNCAT Center for Interface Science and Catalysis.
DFT calculations were supported by the Toyota Research Institute and V-Sustain: The
VILLUM Centre for the Science of Sustainable Fuels and Chemicals (#9455) from
VILLUM FONDEN. Part of this work was performed at the Stanford Nano Shared
Facilities (SNSF), supported by the National Science Foundation under Award ECCS-
2026822. Fundamental 3-electrode measurement methodologies were established by
S.M.D. and supported by Volkswagen Group of America. We thank Dr. Melissa Kreider
for valuable discussions. G.A.K. gratefully acknowledges support from the National
Science Foundation Graduate Research Fellowship under Grant No. 1650114. J.A.Z.Z.
gratefully acknowledges support of the Gates Millennium Graduate Fellowship/
Scholarship.

Author contributions

Conceptualization by J.A.Z.Z., G.A.K,, M.B.S,, and T.F.J.; Experimental Methodology by
G.AK, J.LAZZ., and SM.D. (fundamental 3-electrode cell measurement protocol
development), and J.P. (NMR); Computational Methodology by G.T.K.K.G. (DFT); Data
Analysis by G.AK, J.AZZ, GTKKG, J.P, MBS, JKN,, and T.F.J; Writing - Ori-
ginal Draft by G.AK, J.LA.Z.Z, MBS, and G.T.K.K.G;; Writing - Review & Editing by
GAK,JAZZ, MBS, GTKKG, SMD, J.P,]KN, and T.FJ; Funding Acquisition
by J.LK.N. and T.FJ.; Supervision by M.B.S,, ] K.N,, and T.E.J.

Competing interests
The authors declare no competing interests.

Additional information
Supplementary information The online version contains supplementary material
available at https://doi.org/10.1038/s42004-022-00635-1.

Correspondence and requests for materials should be addressed to Michaela Burke
Stevens or Thomas F. Jaramillo.

Peer review information Communications Chemistry thanks the anonymous reviewers
for their contribution to the peer review of this work.

Reprints and permission information is available at http://www.nature.com/reprints

Publisher’s note Springer Nature remains neutral with regard to jurisdictional claims in

published maps and institutional affiliations.
Open Access This article is licensed under a Creative Commons
2 Attribution 4.0 International License, which permits use, sharing,
adaptation, distribution and reproduction in any medium or format, as long as you give
appropriate credit to the original author(s) and the source, provide a link to the Creative
Commons license, and indicate if changes were made. The images or other third party
material in this article are included in the article’s Creative Commons license, unless
indicated otherwise in a credit line to the material. If material is not included in the
article’s Creative Commons license and your intended use is not permitted by statutory
regulation or exceeds the permitted use, you will need to obtain permission directly from
the copyright holder. To view a copy of this license, visit http://creativecommons.org/
licenses/by/4.0/.

© The Author(s) 2022

COMMUNICATIONS CHEMISTRY | (2022)5:20 | https://doi.org/10.1038/s42004-022-00635-1 | www.nature.com/commschem


https://doi.org/10.1038/s42004-022-00635-1
http://www.nature.com/reprints
http://creativecommons.org/licenses/by/4.0/
http://creativecommons.org/licenses/by/4.0/
www.nature.com/commschem

	Acid anion electrolyte effects on platinum for oxygen and hydrogen electrocatalysis
	Results
	Ex situ and in�situ characterization of the Pt disk electrode
	Characteristic electrochemical evaluation of Pt in HClO4, H2SO4, and HNO3
	Anion effects on Pt during oxygen and hydrogen electrocatalysis in HClO4, H2SO4, and HNO3

	Discussion
	Methods
	Pt disk preparation
	Electrolyte preparation
	Electrochemical analysis
	Physical characterization
	Chemical/molecular analysis
	Computational details

	Data availability
	References
	Acknowledgements
	Author contributions
	Competing interests
	Additional information




