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ABSTRACT: Here we demonstrate the use of a previously reported pattern recognition algorithm to evaluate correlations
between 50 diﬀerent materials properties of the elements and their kinetics for the hydrogen evolution reaction in acid. We
determined that the melting point and bulk modulus of the elements quantitatively gave the highest correlations of all materials
properties investigated. We also showed that the melting point and bulk modulus correlations held true for a popular hydrogen
evolution catalysts alloy, NiMo, and a previously untested material, MoSi2. In addition, we quantiﬁed the previously known
relationship between the d-band center of an element and its kinetics for hydrogen evolution, and found that the melting point
and bulk modulus correlations have correlations that are similar to but slightly stronger than those of the d-band center.

■

INTRODUCTION
Electrocatalysis is a crucial component for several energy
technologies related to one of the most pertinent technical
challengesdiscovering new ways to capture, convert, and
store renewable energy utilizing solely earth-abundant materials. Examples of electrocatalysis in energy applications include
the hydrogen and oxygen evolution reactions (HER and OER)
for solar fuels1 and the oxygen reduction reaction (ORR) for
fuel cells2 and metal−air batteries.3 To date, the best
electrocatalysts for these reactions are still composed of noble
metals. Although there has been considerable research into
ﬁnding eﬃcient, earth-abundant electrocatalysts for these
reactions4−8 and the study of electrocatalysis has been ongoing
for over a century,9 there are few guidelines governing which
materials properties correlate to catalytic activity that can be
used to screen eﬀectively and predict new catalysts.
One guideline, demonstrated by Trasatti, Parsons, and
others,10−13 is that “volcano plots” can be drawn relating the
exchange current density of the elements for the HER in acid
either to a calculated metal−hydrogen (M−H) bond strength
derived by Krishtalik14 or to the free energy of the adsorption
of hydrogen.11 More recently, Nørskov, Schmickler, and others
have also shown that the electrocatalytic activities of the
elements for several electrochemical reactions (ORR, OER,
HER, etc.), plotted vs the binding energy or free energy of
adsorption of surface intermediates (determined by various
© 2013 American Chemical Society

density functional theory (DFT) calculations), are, in-fact,
related.15−21 These are important relationships because the
HER can occur through two separate pathways (the Volmer−
Tafel or the Volmer−Heyrovsky mechanism), both of which
involve hydrogen atoms adsorbed on the electrode surface,
Hads.11,15,22 Detailed discussions on the speciﬁcs and validity of
volcano relationships appear elsewhere;11,19,22,23 however, very
generally, these volcano relations state that materials with low
adsorption energies Hads result in very low surface coverage of
the intermediate, and thus have slow kinetics for the HER. The
volcano relations also indicate that materials with high Hads also
result in slow kinetics because the protons are bound too tightly
to the surface. Thus, the best catalysts are the ones in which the
bonding energy is “intermediate”; i.e., there exists an optimum
value for the free energy of adsorption where the catalytic
activity is at a maximumthe peak of the volcano relationship.
In addition, as summarized by Petrii and Tsirlina,24 others
have attempted to correlate diﬀerent properties to the catalytic
activity of hydrogen evolution, including the electron workfunction,25 atomic number,13 and crystal structure.26 Both
Kita13 and Kuhn et al.27 reported that some relationship exists
between the electrocatalytic activity for the HER and the heat
of atomization of the element. However, in this study, we took
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Figure 1. Log(j0) for the hydrogen evolution reaction in acid vs (A) bulk modulus and (B) melting point for the elements. Bulk modulus showed the
highest correlation of all properties tested, with a MIC value of 0.76, and melting point had the second highest correlation of all properties tested,
with a MIC value of 0.71.

included in the Supporting Information (Table S1). The Reshef
algorithm was applied to the custom database using all default
parameters to investigate patterns between the materials
properties and the exchange current density.
The Reshef algorithm found, via the resulting MIC values,
that a few materials properties correlated very well to exchange
current density for the HER, while other properties showed no
correlation. A full list of the MIC values for all reported
properties is shown in Table S1. The top two properties which
most strongly correlate to log(j0) for the HER were bulk
modulus and melting point, which had MIC scores of 0.76 and
0.71, respectively. The enthalpy of atomization, mentioned
above as a relationship reported by Kita13 and Kuhn et al.,27
ranked third, with a MIC value of 0.68. Figure 1 shows log(j0)
vs bulk modulus and melting point for the elements
investigated. In general, the relationship between log(j0) and
bulk modulus (Figure 1A) shows a steep increase in log(j0)
with increasing bulk modulus in the range of 0−180 GPa.
Above ∼180 GPa the relationship between bulk modulus and
log(j0) begins to plateau. The relationship between log(j0) and
melting point (Figure 1B) is volcano-type, where the elements
with the highest exchange current densities lie within the
melting point range of 1800−2750 K. For comparison,
examples of two properties, electrical resistivity and thermal
conductivity, with low MIC values, 0.30 and 0.38, respectively,
are shown in the Supporting Information (Figure S1).
Examination of Figure 1 shows that Mn is an outlier for both
properties, with the exchange current density for Mn being ∼7
orders of magnitude lower than what would be predicted by the
two patterns. To understand this diﬀerence, one must look at
the route for hydrogen evolution on Mn. Hydrogen evolution
can occur by two diﬀerent routes, depending on the applied
potential. At less negative potentials, proton reduction occurs
to produce hydrogen (reaction 1), but at more negative
potentials, direct water reduction occurs (reaction 2).

another approach and quantitatively investigated correlations
between the bulk materials properties, mainly of the elemental
metals, and their electrocatalytic activity. An improved
understanding between materials properties and catalytic
activity would aid in predicting and screening new earthabundant electrocatalysts. Recently, Reshef et al.28 developed a
pattern recognition algorithm that can uncover two-variable
relationships, which can be both functional and nonfunctional.
The Reshef algorithm produces a maximum information
coeﬃcient (MIC), such that 0 < MIC < 1, which quantiﬁes
the goodness of correlation between the two variables.28 MIC
values will tend toward 1 for good correlations, i.e., all “neverconstant noiseless functional relationships”,28 and MIC values
will tend toward 0 for poor correlations or “statistically
independent variables”.28
To provide a more complete investigation on whether
materials properties of the elements can be related to
electrocatalytic activity, we compared the HER kinetics in
acidic solution for 38 elements to 50 bulk materials properties.
The HER was chosen as the test case because it has been widely
studied as an inner-sphere electrochemical electron-transfer
reaction with exchange current densities, j0, that span over 10
orders of magnitude for the elements. This allows for large
diﬀerences in catalytic activity to compare to the diﬀerent
materials properties. Moreover, there is a wealth of kinetic data
available for the HER.5 Finally, it is a pertinent reaction in the
development of solar fuels, and by successfully identifying
patterns relating materials properties of elements and their
HER kinetics, we could develop parameters for searching for
new complex HER electrocatalysts composed of earthabundant materials.

■

RESULTS AND DISCUSSION
We use the base-10 logarithm of the exchange current density,
log(j0), as the ﬁgure of merit for the electrocatalytic activity for
the HER in the pattern recognition analysis. All values for
log(j0) were taken from a single source5 which summarized the
HER exchange current densities of the elements in acid
solution from numerous authors. The materials properties for
the elements were compiled from three additional sources.29−31
Using these four sources, a custom database was created listing
the exchange current density and the 50 materials properties for
38 elements. A full list of all materials properties investigated is

Proton Reduction:

2H+ + 2e− → H 2

E 0 = 0.0 V vs. NHE
Water Reduction:

2H 2O + 2e− → H 2 + 2OH−

E 0 = −0.83 V vs. NHE
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Figure 2. Log(j0) for the hydrogen evolution reaction in acid vs (A) melting point and (B) bulk modulus for the elements using the measured value
for proton reduction on Mn. Here, melting point showed the highest correlation of all properties tested, with a MIC value of 0.79, and bulk modulus
had the second highest correlation of all properties tested, with a MIC value of 0.74. Bands (gray regions) are shown which outline the optimum
ranges for melting point (1800−2750 K) and bulk modulus (≥180 GPa). The plots also include an HER catalyst alloy, NiMo, and a previously
untested compound, MoSi2, showing that both follow the melting point and bulk modulus patterns.

these two properties where the highest performing metals lie.
Shown by the gray bands in Figure 2, the optimum range for
melting point is 1800−2750 K, and the optimum range for bulk
modulus is ≥180 GPa. Only six elementsPd, Rh, Ir, Pt, Ru,
and Tchave melting points and bulk moduli which lie within
both of the optimum ranges. Shown in the Supporting
Information (Table S2) is a list of all elements investigated,
ranked in order of exchange current density with the
corresponding melting points and bulk moduli. The six
elements that fall within both optimum ranges are ranks 1−5
and 7.
The elements that lie within the optimum band of melting
points can be divided into two distinct groups on the basis of
their HER kinetics. One group, consisting of Pd, Pt, and Rh,
has fast kinetics for the HER, while the other group, containing
Fe, Ti, V, Cr, and Zr, has slower kinetics for the HER, even
though they all have similar melting points. One reason for this
may be that none of the elements in the second group has a
bulk modulus in the optimum range, and both materials
properties appear to be important in determining good
electrocatalysts for the HER. A second reason may be crystal
structure. Figure 3 shows the elements with melting points
above 1800 K, i.e., the peak of the volcano plot, marked by
arrows designating their crystal structure.34 In general, the
elements with face-centered cubic crystal structures had the
fastest kinetics for the HER, followed closely by elements with
hexagonal close-packed crystal structures. Elements with bodycentered cubic crystal structures tended to have slower kinetics
for the HER compared to the other two crystal structures. This
relationship may demonstrate the importance of atom spacing
in hydrogen evolution kinetics. Since the HER data were from
polycrystalline samples, crystal structures that are either facecentered cubic or hexagonal close-packed have a higher
probability of having lattice planes with more closely packed
atoms than body-centered cubic crystal structures.
In addition to the elements, we also investigated if these
patterns would hold true for a popular HER electrocatalyst
alloy, NiMo, consisting of ∼85% Ni with ∼15% Mo.7,35−37
NiMo has a reported log(j0) = −4.7 A cm−2 for proton
reduction in strong acid,37 resulting in a catalytic activity for
HER just below those of the best noble metal catalysts. Figure 2

An example of these two reactions on a Pt ultramicroelectrode
in 0.1 M NaCl + 0.01 M HCl is shown in the Supporting
Information (Figure S2). Here proton reduction begins near
the thermodynamic potential, and, after a diﬀusion-controlled
limiting current is reached, an additional current increase
occurs at potentials more negative than −1.2 V vs Ag/AgCl.
The water reduction occurs by reaction 2 in the more local
alkaline environment near the electrode.
The reported value for hydrogen evolution on Mn was for
water reduction and not proton reduction.32 This is because
Mn is one of the most corrosive elements, with Mn oxidation
also occurring at very negative potentials (reaction 3).
Mn Oxidation:

Mn → Mn 2 + + 2e−

E 0 = −1.18 V vs. NHE

(3)

Thus, for Mn to remain stable and not undergo oxidation, the
potential must be more negative than −1.18 V vs. NHE. Using
conventional techniques, it is not possible to measure proton
reduction on Mn in the absence of a very large corrosion
current for Mn. To keep Mn from oxidizing, the potential must
be held in the water reduction regime.32
To measure proton reduction on Mn to determine if Mn
indeed does not follow the bulk modulus and melting point
relationships, we developed a new multireactional tip
generation/substrate collection mode of scanning electrochemical microscopy (SECM) to obtain the proton reduction
kinetics on Mn in acid. The details of this technique are
reported separately.33 Using this new mode of SECM, we
determined log(j0) for the HER in acid on Mn to be −4.7 ± 0.7
A cm−2.
Figure 2 shows the melting point and bulk modulus
relationships using this newly measured value of log(j0) for
Mn. By using the kinetics for the proton reduction reaction
instead of the water reduction reaction, the ﬁt for Mn improves
for both relationships. Also, the correlation with melting point
now results in the highest MIC value of all properties tested, at
0.79, with bulk modulus having the second highest MIC value,
at 0.74.
On the basis of the relationships between log(j0) and melting
point and bulk modulus, we can select optimum ranges for
15887
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Figure 4. Log(j0) for the hydrogen evolution reaction in acid vs dband center for the elements.44 Using the Reshef algorithm, log(j0) vs
d-band center has a MIC value of 0.72, ranking it third among all
properties behind melting point and bulk modulus.

Figure 3. Log(j0) for the hydrogen evolution reaction in acid vs
melting point for the elements with melting points >1800 K. Here, the
room-temperature crystal structure24 is designated by an arrow above
each point. In general, face-centered cubic crystal structures have the
fastest kinetics for hydrogen evolution, followed by hexagonal closepacked structures, with body-centered cubic structures having the
slowest kinetics for hydrogen evolution.

band centers for 22 elements, as opposed to the 38 elements
whose melting points and bulk modulus data we were able to
obtain. This diﬀerent sample size may have some bearing on
the diﬀerences in MIC values.
One can understand these correlations in terms of bonding.
The properties of metals, such as melting point, strength, and
atomization energy, are related to the bond strength of the
metal.34,45 In addition, the bonding energy of a metal is then
related to the number of unpaired electrons available for
bonding.34 The fact that materials properties such as melting
point and bulk modulus give correlations to the kinetics for
hydrogen evolution, as do the energies of d-band centers, might
be expected. However, these variables, e.g., melting point, are
readily obtained by simple measurements, so this sort of
prediction of electrocatalytic behavior by pattern recognition
may be useful in the screening and discovery of new
electrocatalysts.

shows NiMo on the plots correlating log(j0) to melting point
and bulk modulus. The melting point for NiMo is 1718 K,38
just outside the optimum range of melting point, but its bulk
modulus of 278 GPa39 and its face-centered cubic crystal
structure36 are in the optimum ranges, making for a very good
ﬁt with the rest of the elements.
We also wanted to test a compound for which the kinetics for
the HER had not been previously tested, and which has a
melting point and bulk modulus in the optimum range. MoSi2
is a conductive compound with a melting point of 2293 K, a
bulk modulus of 210 GPa, and a body-centered tetragonal
crystal structure.40 On the basis of our models, we would
predict this material to have a log(j0) higher than those of bodycentered crystal structure elements such as V, W, or Mo (with
log(j0) = −6.2, −6.4, and −6.5 A cm−2, respectively) because
both properties are in the optimum range, but lower than for
face-centered cubic elements that lie within both optimum
ranges (such as Pd, Pt, or Ru with log(j0) = −2.4, −3.3, and
−3.3 A cm−2). Linear sweep voltammograms for Pt, glassy
carbon, and MoSi2 are shown in the Supporting Information
(Figure S3), with the corresponding Tafel ﬁts. Here we found
that MoSi2 has a log(j0) in acid of −5.1 A cm−2, corresponding
to what we would expect on the basis of its materials properties
(Figure 2).
Another proposed correlation for electrocatalysts compares
the energy of the d-band center of the element to electrocatalytic activity, although its validity has been challenged for
correlating a wide range of metals for many electrocatalytic
reactions.41−43 To compare the pattern between d-band center
and electrocatalytic activity for the HER to our materials
properties trends, we show the d-band center for the most
close-packed surface of the elements44 vs exchange current
density for HER in acid (Figure 4). Using the Reshef algorithm,
d-band center vs log(j0) gives a MIC value of 0.72, which would
rank it third among all properties investigated, behind only
melting point (MIC = 0.79) and bulk modulus (MIC = 0.74).
It should be noted that, since we wanted to obtain the d-band
centers from a single source, we were only able to obtain d-

■

CONCLUSION
We demonstrate that correlations exist between the materials
properties of the elements and their kinetics for the hydrogen
evolution reaction. Using the Reshef algorithm, we were able to
quantify these correlations and determine that melting point
and bulk modulus gave the strongest correlations of all
materials properties investigated. This also allowed us to
correct the literature value for the HER kinetics on Mn. We
also showed that the melting point and bulk modulus
correlations held true for a popular HER electrocatalyst, the
alloy NiMo, and a previously untested material, MoSi2. In
addition, we quantiﬁed the previously known relationship
between the d-band center of the element and its kinetics for
the HER, and found that the melting point and bulk modulus
correlations have correlations that are similar to but slightly
stronger than those of the d-band center.
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