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Transition metal oxynitride catalysts for electrochemical
reduction of nitrogen to ammonia

Density functional theory (DFT) calculations show that
Transition metal oxynitrides efficiently catalyze the

ambient condition electrochemical nitrogen reduction
reaction (ENRR). Surface N/O vacancies promote the

ENRR by facilitating the binding of reaction intermediates.
Furthermore, a volcano-like feature is observed between
the calculated limiting potential values and the nitrogen
binding energy (NBE) suggesting that the NBE is a potential
descriptor of the ENRR activity.
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Electrochemical nitrogen reduction reaction (ENRR) under ambient conditions is beneficial compared to
the energy intensive thermochemical Haber—Bosch process for NHz production. Here, periodic density
functional theory (DFT) calculations are carried out to study the ENRR on transition metal oxynitride
(TMNO) catalysts. Our calculations show that the ENRR occurs at thermodynamically more favorable
surface nitrogen vacancy (N-vac) sites compared to surface oxygen vacancy (O-vac) sites. The DFT
results show that TiNO efficiently catalyzes the ENRR at a low applied potential (U) and its ENRR activity
is predicted to be similar to that of VNO, a previously identified excellent ENRR catalyst. We observed a
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potential (U), which suggests that the NBE can be used as a descriptor of the ENRR activity on TMNO

Open Access Article. Published on 23 December 2020. Downloaded on 10/21/2025 12:42:14 AM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

rsc.li/materials-advances based catalysts.

Introduction

Ammonia (NHj), a key precursor used to produce nitrogen-
containing fertilizers, is currently produced by an energy intensive
Haber-Bosch process."® The Haber-Bosch process is typically
carried out at high temperatures (400-500 °C) and pressures
(200-300 atm) where nitrogen from the atmosphere reacts with
the hydrogen produced from non-renewable resources to produce
NH;**" and consumes ~1-2% of global energy.’>"” Electro-
chemical nitrogen reduction reaction (ENRR) to produce NH; on a
small scale near agricultural fields under ambient conditions using
the electricity generated from renewable resources (e.g. solar and
wind energy) is a promising alternative to the carbon/energy inten-
sive Haber-Bosch process.'®2¢

N, is a stable molecule and its activation and transformation
under ambient conditions are challenging.”””® Different
classes of heterogeneous catalysts such as transition metals,*
transition metal carbides and nitrides®** and single atom
catalysts anchored on graphene,*>® boron nitrides,>” and
Mxenes®**?*? have been explored for the ENRR. Among them,
transition metal nitride-based materials have emerged as pro-
mising catalysts for electrochemical N, conversion to NH;. For
example, using density functional theory (DFT) based calcula-
tions, Abghoui et al investigated various transition metal
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nitrides (TiN, YN, ScN, HfN, ZrN, CrN, VN, TaN, OsN, NbN,
MoN, RuN, MnN, IrN, RhN, FeN, CoN, AgN, PdN, NiN, and
CuN) and reported that the (100) facets of the rocksalt struc-
tures of VN and ZrN are the most promising candidates that
catalyze the electrochemical conversion of N, to NHj.''%3!
Unlike transition metals, transition metal nitride surfaces are
less likely to be covered by hydrogen at the onset potentials
needed for the ENRR, and hence the HER is predicted to be less
competitive resulting in an enhanced ENRR activity on transi-
tion metal nitride based catalysts."'® Furthermore, recent
combined experimental and DFT studies have shown that O
modified VN (i.e. VNO) is an excellent ENRR catalyst suggesting
that transition metal oxynitrides (TMNOs) may serve as a new
class of materials that facilitate the ENRR at low potentials.*®**
The ENRR on VNO was shown to proceed on nitrogen vacancy
via the Mars-van Krevelen (MvK) mechanism. Along the MvK
mechanism, N, adsorption at the N-vacancy is followed by
(H" + e7) transfer to form *N,H which further undergoes
(H" + e7) transfer to form *N,H,. Additional (H" + e~) transfer
to *N,H, facilitates N-N bond scission, a key step of the ENRR.
In contrast to the promoting role of the surface nitrogen
vacancy, the surface oxygen vacancies on VNO have been
shown to bind the ENRR reaction intermediates too strongly
and potentially poison the catalyst surface. On VNO(111), the
rate-limiting step of the ENRR facilitated by the nitrogen
vacancy was predicted to be the reduction of *N, to N,H.*!
Similarly, Kang et al. reported that titanium nitride (TiN)
manufactured by plasma-etching as an excellent catalyst for
the ENRR.*?

Mater. Adv,, 2021, 2,1263-1270 | 1263


http://orcid.org/0000-0002-5843-5889
http://crossmark.crossref.org/dialog/?doi=10.1039/d0ma00849d&domain=pdf&date_stamp=2021-02-24
http://rsc.li/materials-advances
http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d0ma00849d
https://pubs.rsc.org/en/journals/journal/MA
https://pubs.rsc.org/en/journals/journal/MA?issueid=MA002004

Open Access Article. Published on 23 December 2020. Downloaded on 10/21/2025 12:42:14 AM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

Paper

In this study, we employed first-principles DFT calculations
to study the ENRR on TMNOs. DFT results show that the ENRR
follows the MvK mechanism on the surface nitrogen vacancy,
whose formation is found to be thermodynamically more
favorable compared to the formation of the oxygen vacancy.
Our computations predict that TiNO is the best ENRR catalysts
with a performance similar to that of VNO which has been
experimentally shown to be an excellent ENRR catalyst. Further-
more, the DFT calculations identified the nitrogen binding
energy as a potential descriptor of the ENRR activity on TMNO
based catalysts.

Computational methods

Density functional theory (DFT)*® calculations were performed
using the Vienna Ab Initio Simulation Package (VASP) code.***>
All the DFT calculations were spin-polarized and were performed
at the GGA level within the PAW-PW91 formalism.*>*’

The bulk structure of transition metal oxynitrides (TMNOs)
in the present study was modeled using the rocksalt structure
with an oxygen (O) concentration of 25% consistent with the
experimental O concentration in VNO, a previously identified
efficient catalyst for the ENRR.*' The TMNO(111) surfaces were
modeled using 4 layer 2 x 2 surface slabs. Our modeled
TMNO(111) surfaces contain N and O atoms on the topmost
surface layer, which allowed us to investigate the ENRR on the
surface N and O vacancies. A vacuum of approximately 15 A was
added to the surface in the z-direction to reduce the artificial
interplay between the surface and its periodic images.

During calculations, the atoms in the top two layers were
allowed to be relaxed, while the atoms in the bottom two layers
were fixed until the Hellman-Feynman force on each ion was
less than 0.02 eV A~'. The total energy was calculated using a
plane wave basis set at a cut-off energy of 400 evanda3 x 3 x 1
Monkhorst-Pack grid was used to carry out the Brillion zone
integration.*®

The binding energy (BE) of the adsorbate was calculated as:

BE(adsorbate) = E(slab + adsorbate) — E(slab) — E(adsorbate)

where E(slab + adsorbate), E(slab), and E(adsorbate) are the
total energies of the slab with the adsorbate, the clean slab, and
the adsorbate in the gas phase, respectively.

The free energy changes were calculated using the computa-
tional hydrogen electrode (CHE) model developed by Norskov
and co-workers.*” In this model, the chemical potential of a
proton-electron pair (H' + e7) is equal to half of the chemical
potential of the hydrogen gas molecule (1/2u(H,)) at zero
applied potential (U).

Thus, the total chemical potential of the proton-electron
pair as a function of applied potential (U), at all temperatures
and pH values, can be calculated as u(H' + ™) = 1/2u(H,(g)) - eU.

The CHE model is employed at U = 0 V to construct free
energy diagrams (AG vs. reaction coordinates) of the ENRR. The
Gibbs free energy (G) of a species was calculated as*’

G=FE+ZPE — TS
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Here, E is the total energy of a species obtained from DFT
calculations, ZPE and S are the zero-point energy and entropy of
a species, respectively, and T = 298.15 K.

Results and discussion

Previous DFT studies have shown that the ENRR via associative
or dissociative mechanisms is thermodynamically unfavorable
on perfect transition metal (TM) nitride surfaces. Along the
associative pathway, the formation of *N,H is found to be
thermodynamically unfavorable while the dissociative pathway
is predicted to be unfavorable due to the highly activated N,
dissociation. In contrast, the presence of the surface N-vacancy
(N-vac) on TM nitrides is found to facilitate the ENRR via the
MvK mechanism by strengthening the binding affinity of the
reaction intermediates and significantly reducing the energy
barrier for N, dissociation.*”"" Along the MvK mechanism, the
first NH; molecule is formed by the protonation of a surface N
atom creating an N vacancy (N-vac) on the catalyst surface.”*®*!
The created N-vac then facilitates adsorption of N, and
its conversion to NHj. Therefore, firstly, we computed the
formation energies of the surface oxygen vacancy (O-vac) and
the nitrogen-vacancy (N-vac) on transition metal oxynitride
surfaces using the following scheme:

Surface + H,(g) — O-vac + H,O(g)
Surface + 3/2H,(g) — N-vac + NH;(g)

The DFT calculated formation energies in Table 1 show that
except MnNO, the N-vac formation is thermodynamically more
favorable compared to the formation of O-vac indicating that
the ENRR via the MvK mechanism likely occurs at the N-vac
sites. Subsequently, the N-vac promoted ENRR is discussed in
detail in the following sections and the results for the O-vac
mediated ENRR are summarized at the end of the results and
discussion section.

The ENRR can proceed via three main pathways: (i) distal,
(ii) alternating, and (iii) enzymatic (Fig. S1 in the ESI{).>° Our
calculations show that N, binds at N/O-vac in an endon
configuration which prohibits the ENRR from occurring via
the enzymatic pathway. As shown in Fig. S1 (ESIf), the for-
mation of the *N,H, intermediate promotes the distal pathway,
while the formation of the *HNNH intermediate promotes the

Table1l DFT calculated formation energies (in eV) of N-vac and O-vac on
the (111) surfaces of various TMNOs

TMNO N-vac O-vac
CrNO 1.43 3.37
MnNO —1.00 —1.46
TaNO 0.34 2.41
HfNO 1.92 3.93
ScNO —3.72 0.81
TiNO 0.31 2.80
YNO —3.08 1.38
ZrNO 1.21 3.51
VNO —0.57 2.05

© 2021 The Author(s). Published by the Royal Society of Chemistry
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Fig. 1 Free energy change for the formation of *N,H, (ie. step: *NoH +
(H" + e7) —» *NyH,) and *HNNH (ie. step: *NoH + (H* + e7) — *HNNH)
intermediates.

alternating pathway. Our DFT calculated results in Fig. 1 show
that the *N,H, formation is energetically more favorable than
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the formation of *HNNH on all TMNO catalysts con-
sidered in the present study. This suggests that the distal
pathway is favorable over the alternating pathway. Therefore,
the dissociative and the two commonly used associative path-
ways (along the distal channel) shown in Fig. 2 are discussed in
detail in the subsequent sections.

H assisted N-N bond scission prevails in the associative
pathways of the ENRR (shown in black and blue in Fig. 2).
Along the associative pathway shown in black in Fig. 2 (asso-
ciative N,H, pathway hereafter) *N, (* = active site) is first
reduced to *N,H,, which subsequently undergoes (H" + e7)
transfer and dissociation reactions to form *N + NH;(g). *N
then undergoes three sequential (H" + e”) transfer reactions to
form *NH;, which desorbs as a product. Along the pathway
shown in blue in Fig. 2 (associative N,H pathway hereafter),
N-N bond scission occurs when *N,H is formed to produce
*N + *NH. *N and *NH then undergo (H' + e”) transfer
reactions to form *NH;. Along the dissociative pathway (shown
in red in Fig. 2), *N, adsorbed at N-vac dissociates to 2*N

Dissociative Reaction
Pathway

Vv

*+Ny(g) + 6(H +e) |

Vv

*N, + 6(H*+e7)

Vv

4
*N,H + 5(H*+¢") |*NoH + 5(H*+e) *N + *N + 6(H*+¢°)
\ 4
NoH, + 4(HT+e) |*N + *NH + 5(H*+e) *NH + *N + 5(H*+e) |
| *N+3(H*+e)+ NHs (g) | *N+*NH +4(H+e) | [*NHp+*N + 4(H +e)
| *NH + 2(H*+e)+ NH; (g) \ \ *N + *NH; + 3(H*+e) | ] *NH; + *N + 3(H*+e°)
| *NH + (H'+e) + NH; (g) *N+3(H*+e)+NHs (g) | | *N+3(H'+e) + NH; (g)
| *NH; + NH; (g) | *NH+ 2(H*+e)+ NHs (8) | | *NH + 2(H*+e)+ NH; (g) |
T
\ 4 4
*+2NH; () | *NH, + (H*+e) + NH3 (g) | | *NHp+ (H*+e)+ NH; (g)
.y .y
*NH; + NH3 (g) | *NH3 + NH; (g)
* + 2NH; (g) | *+2NH;(g)

Fig. 2 Three possible reaction pathways of electrochemical N, reduction to NHs. * =active site.
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(vacancy dimer). *N then undergoes three subsequent electro-
chemical (H" + e transfer) reactions to form *NHj;. *NH;
finally leaves the active site as NH;(g), making the site available
for the next reaction cycle.

DFT calculations are performed to calculate the binding
energies of the reaction intermediates (*H, *N, *N,, *N,H,
*N,H,, *NH, *NH,, and *NH;3) associated with the reaction
channels shown in Fig. 2. The DFT optimized geometries of the
reaction intermediates on the N-vac of the TMNO(111) surfaces
in Fig. 3 show that *N,, *N,H, and *N,H, bind in end on
configurations in which only one N forms chemical bonds to
the surface sites. The adsorption of *N heals the surface N-vac
and the binding of *NH, *NH,, *NH; at N-vac occurs via the N
atoms. Similar binding configurations are observed at O-vac on
the TMNO(111) surfaces (Fig. S2 in the ESIf).

The DFT calculated binding energies in Fig. S3(a)-(i) (ESIY)
show that most of the reaction intermediates bind more
strongly on O-vac compared to N-vac except for MnNO where
most of the reaction intermediates bind more strongly on N-
vac. The stronger binding of the ENRR intermediates observed
on O-vac is most likely due to the more electron density of
states available near the Fermi level (for bonding) as shown in
the density of state plots in Fig. S4 (ESI{). On MnNO(111), N-vac
is predicted to be less favorable compared to O-vac (Table 1)
and stronger binding of the ENRR intermediates on N-vac is
observed due to the availability of a larger electron density of
states near the Fermi level (Fig. S4, ESI{) as expected.

The DFT calculated binding energies are then used to
compute the free energy change at an applied potential
(U) = 0 V using the CHE model developed by Norskov et al.*’
Fig. 4 and 5 show the DFT computed free energy diagrams of
the ENRR along the associative N,H, and N,H pathways at
U =0 V. It is seen from Fig. 4 and 5 that the overall ENRR
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activity of ScNO and YNO is limited by the formation of *N from
the elementary step: *N,H, + (H" + e ) — *N + NH;(g) with free
energy barriers (AG) = 2.08 eV and 1.16 eV along the associative
N,H, pathway and *N,H + * — *N + *NH with AG = 3.57 eV and
1.34 eV along the associative N,H pathway, respectively, due to
the weaker binding energy of N on N-vac. On the other hand,
HfNO, TaNO, CrNO, and ZrNO bind the ENRR intermediates
strongly. The most difficult steps on HfNO, TaNO, CrNO, and
ZrNO along the associative N,H, pathway are predicted to be
*NH, + (H" + e7) —» *NHj, *NH + (H' + ¢7) — *NH,, *N +
(H"+e7) - *NH, and *NH; — * + NH;(g) and have AG values
of 1.11 eV, 1.27 eV, 1.18 eV, and 1.12 eV, respectively. Similarly,
the most difficult steps along the associative N,H pathway on
HfNO, TaNO, CrNO, and ZrNO are *NH, + (H' + ¢”) — *NHj,
*NH + (H' +e7) » *NH,, *N + (H' +e”) » *NH, and *NH; — *
+ NH;(g) and have AG values of 1.11 eV, 1.27 eV, 2.10 eV, and
1.12 eV, respectively. Interestingly, we find a relatively mild
change in the free energy between the steps in both associative
pathways for MnNO and TiNO, and the overall features of the
free energy diagrams are very similar when compared to VNO.
The most difficult steps on MnNO, TiNO, and VNO along the
associative N,H, as well as N,H pathways are *N, + (H" +e”) —
*N,H, *NH, + (H" + e7) —» *NH; and *N, + (H" + ) — *N,H
with AG values of 0.82 eV, 0.42 eV and 0.68 eV, respectively. The
relatively smaller AG values of the most difficult steps on
MnNO, TiNO, and VNO suggest an efficient ENRR along the
associative N,H, and N,H pathways on these candidates.

Fig. 6 shows the DFT calculated free energy change of the
elementary steps of the N-vac mediated ENRR along the dis-
sociative pathway. N, dissociation (to 2*N on a vacancy dimer),
a non-electrochemical step, is predicted to be the rate-limiting
step on ScNO and YNO with an uphill energy barrier of 6.08 eV
and 4.27 eV, respectively. Thus, the weaker binding of *N

Fig. 3 DFT optimized geometries of (a) *H, (b) *N,, (c) *NxH, (d) *N,H, (e) *NH, (f) *NH,, (g) *NHs, and (h) *N adsorbed on N-vac of the MNNO(111)

surface. Mn: purple, N: gray, O: red, H: blue.
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Fig. 4 DFT calculated free energy diagrams of the ENRR at U = 0 V along
the associative NoH, pathway on N-vac.
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Fig. 5 DFT calculated free energy diagrams of the ENRR at U = 0 V along
the associative NoH pathway on N-vac.

severely limits the ENRR along the dissociative pathway on
ScNO and YNO. In contrast, N, dissociation is exothermic on all
other catalysts (CrNO, MnNO, TaNO, HfNO, TiNO, ZrNO, and
VNO). HfNO, CrNO, ZrNO and TaNO bind N/NH, species too
strongly, and their further reduction requires a large energy.
The most difficult steps on HENO, CrNO, ZrNO and TaNO are
predicted to be *NH, + (H" + €7) - *NH;, *N + (H' + ¢7) —
*NH, *NH; — * + NH;(g), and *NH + (H" + e~) —» *NH, with AG
values of 1.11 eV, 1.18 eV, 1.12 eV and 1.27 eV, respectively.
Interestingly, the free energy change between the elementary
steps on MnNO, TiNO, and VNO is small and these candidates
are predicted to show enhanced performance for the ENRR. On
MnNO, TiNO and VNO, the most difficult steps are * + N, —
*N,, *NH, + (H" + e7) — *NH;, and *NH; — * + NH;(g) and
have AG values of 0.42 eV, 0.42 eV, and 0.39 eV respectively.

© 2021 The Author(s). Published by the Royal Society of Chemistry
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Fig. 6 DFT calculated free energy diagrams of the ENRR at U = 0 V along
the dissociative pathway on N-vac.

A comparison of the free energy profiles (Fig. 4-6) shows
that the ENRR occurs via the associative N,H, pathway on ScNO
and YNO and have AG values of the rate limiting step as 2.08 eV
and 1.16 eV, respectively. In contrast, the dissociative pathway
is predicted to be the most favorable pathway on CrNO, MnNO,
TaNO, HfNO, TiNO, ZrNO, and VNO. The AG values of the rate
limiting step are 1.18 eV, 0.42 eV, 1.27 eV, 1.11 eV, 0.42 eV,
1.12 eV and 0.39 eV on CrNO, MnNO, TaNO, HfNO, TiNO, ZrNO
and VNO, respectively. The predicted large AG values on ScNO,
YNO, HfNO, CrNO, ZrNO, and TaNO indicate that the ENRR is
sluggish on these candidates. However, we find relatively small
and similar AG values on MnNO, TiNO, and VNO. As a result, a
similar ENRR activity of MnNO and TiNO compared to VNO is
expected. Previous experimental and theoretical studies*' have
shown an efficient ENRR catalyzed by the N-vac of VNO at a low
potential. Therefore, our DFT calculations predict MnNO and
TiNO as potential candidates for N, reduction to NH; under
ambient conditions based on the calculated free energy
diagrams of the ENRR.

The overall activity of a catalyst for the ENRR along a
reaction pathway is determined by the most difficult step (i.e.
a step with the largest uphill energy in free energy diagrams).
The limiting potential (Uy), a metric often used in electrochemistry,
is defined as a potential at which all the electrochemical steps
along the reaction channel are thermodynamically downhill in
energy. Thus the most difficult electrochemical step, also called a
potential limiting step, would dictate the U;, values along the
reaction channel on a catalyst surface. The free energy diagrams
shown in Fig. 4-6 are used to compute the U, values on TMNOs.

Along the most favorable associative N,H, pathway, our
calculations predict Uy, = —2.08 V and —1.16 V on ScNO and
YNO, respectively. The Uj, values calculated on CrNO, MnNO,
TaNO, HfNO, TiNO, ZrNO, and VNO along the most favorable
dissociative pathway are —1.18 V, —0.28 V, —1.27 V, —1.11 V,
—0.42 V, —0.74 V, and —0.18 V, respectively. Interestingly we
find that the non-electrochemical steps have larger AG barriers
than the most difficult electrochemical steps on MnNO, ScNO,
YNO, ZrNO, and VNO and are predicted to determine the
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Fig. 7 Plot between the N binding energy (NBE) and U, along the most
favorable ENRR pathways.

overall ENRR activity on these candidates. In contrast, the
electrochemical steps are the overall rate controlling steps on
CrNO, TaNO, HfNO, and TiNO. Thus, the ENRR activity of
CrNO, TaNO, HfNO, and TiNO can be tuned by applying an
external potential.

Along the most favorable reaction pathways, the calculated
Uy, values were plotted against the N binding energies (NBEs).
The calculated Uy, values show a volcano-like relationship with
the NBE as shown in Fig. 7. The Uy, calculated on VNO is the
lowest and lies close to the top of the volcano. Importantly, the
DFT predicted U;, on MnNO and TiNO are smaller than those
calculated on some of the previously predicted efficient ENRR
catalysts (e.g. VN(100): —0.51 V, ZrN(100): —0.76 V, CrN(100):
—0.76 V, NbN(100): —0.65 V, and —0.69 V on the graphene
single atom catalyst)."***" This observation suggests that
MnNO and TiNO should show excellent activity for N,
reduction to NH;. The volcano-like plots in Fig. 7 also show
that YNO and ScNO bind N too weakly and the Uj, values of
these candidates lie to the right of the volcano. In contrast,
HfNO, ZrNO, TaNO, and CrNO bind N too strongly and lie on
the left of the volcano. Importantly, our results identified the
NBE as a descriptor of the ENRR activity on TMNO based

ol H+e _NZhz(g) #1
% 0.2
g A
o / ——CINO
@ -0.4 /' —— MnNO|
S —— TaNO
o —— HiNO
0 -0.6 —— ScNO
w TiNO
) , —— YNO
-0.81 '\ e— —— ZrNO
@ —— VNO

Reaction coordinate
Fig. 8

1268 | Mater. Adv, 2021, 2, 1263-1270

View Article Online

Materials Advances

catalysts. Thus, a future catalyst development strategy should
focus on finding TM oxynitrides that have an NBE similar to
that of VNO.

The HER is a competing reaction with the ENRR and most
likely competes for the same reaction sites. Thus, the overall
ENRR activity of a catalyst is influenced by the HER. DFT
calculations are performed to calculate the binding energy of
*H (Fig. S3(f), ESIT), a key reaction intermediate of the HER, on
all the TMNO(111) surfaces studied in the present study. The
calculated *H binding energy is then used to construct free
energy diagrams shown in Fig. 8a. Fig. 8a shows that the HER
efficiently occurs on MnNO with AG close to 0 eV. On CrNO,
TaNO, HfNO, ScNO, YNO, TiNO, ZrNO, and VNO, *H + (H' + ¢")
to H,(g) is predicted to be the rate limiting step. We observed a
correlation between the HER limiting potential and the DFT
calculated H binding energy (Fig. 8b). The HER activity is
predicted to follow the order: MnNO > YNO > CrNO > ScNO
> VNO> TaNO > TiNO > HfNO > ZrNO. MnNO lies close to
the top of the volcano indicating that it efficiently promotes the
HER. We find that the HER activity of TiNO, which has been
predicted to be one of the best candidates for the ENRR in our
above analysis, is not optimal, and more importantly, the
calculated U;, value for the ENRR is smaller than the U;, for
the HER. Thus, TiNO is more selective to the ENRR compared
to the HER and thus selectively transforms N, to NH; under
electrochemical conditions. Hence, TiNO is a potential candi-
date for selectively promoting the ENRR among all the TMNO
catalysts studied here.

We performed a similar investigation of the ENRR activity
on O-vac, whose formation has been predicted to be less
favorable compared to N-vac. The calculated free energy dia-
grams are included in Fig. S5-S7 in the ESL.¥ On O-vac, the
ENRR proceeds along the associative N,H, pathway on MnNO
and ScNO. All other candidates (YNO, TaNO, TiNO, ZrNO,
HfNO, CrNO, and VNO) promote the ENRR along the dissocia-
tive pathway. The most difficult steps along the associative
N,H, pathway on MnNO and ScNO are *NH, + (H" + e”) —
*NH; and *N, + (H' + e7) - *N,H with AG values of 1.70 eV and
2.73 eV, respectively. Similarly, the most difficult steps along
the most favorable dissociative pathway on CrNO, TaNO, TiNO,
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(a) DFT calculated free energy diagram of the HER at U = 0 V on N-vac. (b) Plot between the H binding energy and U,.
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YNO, VNO, ZrNO, and HfNO are *NH + (H" + e7) — *NH,,
*NH; — * + NH;(g), *NH, + (H" + ) - *NH;, *NH; — * +
NH;(g), *NH; — * + NH;(g), *NH, + (H + e ),and *NH + (H +e")
— *NH, with AG values of 1.68 €V, 1.11 eV, 0.63 eV, 1.11 eV,
0.59 eV, 1.09 eV and 1.38 €V, respectively. The calculated Uy, values
along the most favorable pathways on TiNO and VNO are —0.63 V
and —0.56 V, respectively. We find that the AG values of the most
difficult steps and Uy, on TiNO are similar to those on VNO. Thus
the DFT calculations predict the ENRR activity of TiNO com-
parable to VNO, which has been experimentally shown to be an
excellent ENRR catalyst.

Conclusions

DFT calculations are performed to study the ENRR on transi-
tion metal oxynitrides (TMNOs: TM = Sc, Ti, V, Cr, Mn, Y, Zr, Hf,
and Ta). The results show a vacancy mediated ENRR via the
MvK mechanism. Our thermodynamic analysis predicted a
favorable formation surface N-vac compared to O-vac on all
TMNOs except MnNO, and thus N-vacs are the active sites for
the adsorption of the reaction intermediates involved in the
ENRR. Among all TMNOs in the present study, our DFT
calculations identified TINO as a promising candidate with
Uy, values similar to those of VNO, which has been shown to be
an excellent ENRR catalyst experimentally. Furthermore, a
volcano like feature is observed between the calculated Uy,
values and the NBE suggesting that the NBE is a potential
descriptor of the ENRR activity on TMNO based catalysts and
the future catalyst development strategy should focus on find-
ing TM oxynitrides that have NBEs similar to those of VNO.
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