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Exposed high-concentration Ir active sites and
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Constructing active metal-support interfacial structures is crucial for enhancing the activity and stability of
electrocatalysts during the hydrogen evolution reaction (HER) across a wide pH range. Herein, ultrasmall
mixed Ir species anchored on MoO,-Mo,C hollow nanoflowers assembled from nanosheets were
synthesized via high-temperature sintering (600-800 °C). The X-ray absorption fine structure and X-ray
photoelectron spectroscopy revealed the metal-support interaction (MSI) in Ir/MoO,-Mo,C-800. In situ
attenuated total reflection surface-enhanced infrared absorption spectroscopy and in situ Raman
spectroscopy reveal that Ir/MoO,-Mo,C-800 can reconstruct the distribution equilibrium of the
hydrogen-bond network of interfacial water to promote water adsorption and dissociation. The highly
exposed Ir active sites and MSI enable Ir/MoO,-Mo,C-800 to exhibit extremely low overpotentials of 32
(alkaline), 14 (acidic), and 29 (neutral) mV at 10 mA cm™2, respectively. Moreover, the mass activities of Ir/
MoO,-Mo,C-800 (9.23, 60.99, and 8.34 A mgilng) are 2.68-, 28.27-, and 3.93-fold higher than those
of commercial Pt/C (3.45, 2.16, and 2.12 A mg lpcm), respectively. The assembled Ir/MoO,-Mo,C-800 |
IrO, anion-exchange membrane (AEM) water electrolyzer demonstrates stable operation for over 700/
220 h at a high current density of 0.2/1 A cm™2 and Ir/MoO,-M0o,C-800 can maintain its initial
morphology. This study proposes a feasible strategy to achieve highly efficient and stable pH-universal
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Introduction

Electrocatalytic water splitting for green hydrogen (H,)
production offers promising prospects for carbon neutrality
and alleviates global energy shortages."* For the hydrogen
evolution reaction (HER) at the cathode during water electrol-
ysis, platinum-group metals (PGMs) are the benchmark HER
catalysts owing to their high performance and favorable Gibbs
free energy of H* adsorption (AGy+).”® However, practical
application of PGMs is highly limited owing to their high cost
and scarcity.”** Moreover, the HER kinetics of PGMs in neutral
or alkaline media are generally one to several orders of
magnitude slower than in acidic media."””** Therefore, it is
crucial to develop an effective strategy for maximum utilization
of active platinum-group atoms while maintaining high cata-
lytic activity across a wide pH range.

Clusters and single-atom catalysts have attracted extensive
attention owing to the advantages they offer such as high
atomic utilization, excellent activity, and abundant low-
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HER by developing electrocatalysts with high concentration Ir active sites and MSI engineering.

coordination atoms. However, their limited lifespan due to
sintering or loss of active metal sites is a considerable
limitation.">” Moreover, the metal-support interaction (MSI)
formed between the support and active metal plays a crucial
role in preventing the agglomeration and detachment of metal
nanoparticles (NPs) under a high current density.*** Therefore,
selecting suitable supports to anchor PGM clusters and develop
MSI is essential for developing catalysts with superior activity
and enhanced stability.”>>* A suitable support system can
anchor active metal NPs to expose active sites, modulating their
electronic structure and charge transfer.”* It optimizes the
adsorption/desorption of intermediates and enhances reaction
kinetics, thereby improving the intrinsic HER activity of
electrocatalysts.**** Zhao et al. attributed the exceptional HER
activity and stability of Ir-V,0; under alkaline and acidic
conditions to the distinct advantage of direct Ir-V metallic
bonding. This bonding configuration enables optimal binding
energies with H and OH species.** Feng et al. anchored Ir NPs on
Co-BPDC nanosheets. Density functional theory (DFT) calcula-
tions revealed that electron transfer between Ir and Co-BPDC
enhances electron transfer kinetics and optimizes the H,O
adsorption energy on Ir@Co-BPDC.* Leung et al. demonstrated
that the MSI between NiCo foam and Ir clusters facilitates rapid
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electron transfer. DFT calculations revealed that the weakened
hydrogen adsorption energy and optimized AGy+ on Ir-nc@m-
NiCo contribute to the enhanced HER performance.*® Despite
notable progress in constructing MSI, developing ultrasmall
cluster catalysts with metallic bonding to enhance activity and
stability for practical applications remains a formidable
challenge.

Herein, we present an effective strategy to enhance the HER
activity and stability of the catalyst for all pH by loading ultra-
small mixed Ir species onto a hollow Mo0O,-Mo,C support,
thereby developing MSI. Specifically, the Ir/MoO,-Mo,C-800
catalyst requires overpotentials of only 32, 14, and 29 mV to
achieve a current density of 10 mA cm ™2 in alkaline, acidic, and
neutral solutions, respectively, outperforming commercial Pt/C
and Ir/C catalysts. Notably, the anion exchange membrane
water electrolyzer (AEMWE) with Ir/MoO,-Mo0,C-800 as
a cathode demonstrates stable operation for over 700 h at 200
mA cm ™. Detailed structural characterization reveals that the
formation of MSI effectively induces the electronic distribution
of the active Ir sites. In situ attenuated total reflection surface-
enhanced infrared absorption spectroscopy and in situ Raman
spectroscopy demonstrate that the Ir/MoO,-Mo0,C-800 catalyst
optimizes the dynamic equilibrium of the hydrogen-bond
network distribution at the catalyst/electrolyte interface. This
optimization remarkably enhances water molecule adsorption
and subsequent dissociation processes, resulting in enhanced
HER activity. This study presents an electrocatalyst with MSI
engineering, abundant low-coordination atoms, and a high
concentration of active Ir sites for efficient and stable pH-
universal HER.

Results and discussion

The Mo,C substrate was synthesized via ammonia-catalyzed
self-polymerization. Its transmission electron microscopy
(TEM) images reveal a hollow nanoflower architecture assem-
bled from nanosheets (Fig. S1a and b). This hollow nanoflower
structure, with preferentially exposed edges, enhances electro-
catalytic activity by promoting mass transfer and reaction
kinetics.*” The characteristic Mo,C peaks (PDF#35-0787)
observed in the corresponding X-ray diffraction (XRD) pattern
confirm its successful synthesis (Fig. Sic). The Ir** was subse-
quently reduced to Ir clusters via high-temperature calcination
(800 °C) and anchored onto the MoO,-Mo,C substrate with
a hollow nanoflower architecture to form Ir/MoO,-Mo,C-800.
The morphology of Ir/Mo0O,-Mo,C-800 was characterized
using scanning electron microscopy (SEM), TEM, and high-
angle annular dark-field scanning transmission electron
microscopy (HAADF-STEM). Ir/Mo0O,-Mo0,C-800 retains the
inherent three-dimensional structure of Mo,C (Fig. 1a),
ensuring the uniform distribution of Ir clusters throughout the
hollow nanoflowers with an average diameter of 1.41 nm
(Fig. 1b-e). The XRD peaks of Ir/M00,-Mo,C-800 in Fig. 1f
match with those of Ir (PDF#06-0598), Mo,C (PDF#35-0787),
and MoO, (PDF#73-1807), confirming the formation of these
three phases in Ir/M00,-Mo0,C-800. Additionally, the charac-
teristic peak intensity of Mo,C is lower than that of MoO,,
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which is attributed to the oxidation and conversion of a signif-
icant amount of Mo,C into MoO, during the high-temperature
sintering process. In addition, the Ir clusters in the control
samples of Ir/M00O,-Mo0,C-700 and Ir/MoO,-Mo0,C-600 have
sizes of 1.58 and 1.49 nm, respectively, and their XRD patterns
exhibit a similar phase composition to that of Ir/MoO,-Mo,C-
800 (Fig. S2 and S3). HAADF-STEM images and the corre-
sponding energy-dispersive spectroscopy (EDS) elemental
mapping demonstrate the uniform distribution of Ir, Mo, C, N,
and O in Ir/M0oO,-Mo0,C-800 (Fig. 1g). Inductively coupled
plasma optical emission spectrometry (ICP-OES) measurements
indicate Ir loadings of 14.92 wt%, 14.77 wt%, and 14.62 wt% for
Ir/M0O,-Mo,C-800, Ir/M0O,-Mo,C-700, and Ir/M0oO,-Mo,C-600,
respectively (Table S1).

As shown in Fig. 2a-d, the atomic-resolution HAADF-STEM
images of Ir/Mo0O,-Mo0,C-800 indicate that the Ir metal species
are primarily present as amorphous clusters, along with a small
number of single atoms, sub-nanometer clusters, and crystal-
line clusters. These provide abundant low-coordination atoms
and a high concentration of active sites, thereby enhancing the
catalytic kinetics.***" Fig. 2e shows lattice spacings of 0.191 and
0.241 nm, which correspond to the (200) planes of MoO, and
(200) Ir, respectively, demonstrating the formation of an Ir and
MoO, interface. The lattice fringe spacing measured in Fig. 2f is
0.115 nm, corresponding to the (311) plane of Ir, and the fast
Fourier transform (FFT) pattern in the inset jointly confirms the
existence of interfaces between Ir and MoO,-Mo,C. Fig. 2¢g
illustrates clear interfaces among Ir nanoclusters (marked by
a red circle), Mo,C (orange circle), and MoO, (blue circle). The
corresponding inverse fast Fourier transform images (Fig. 1h-j)
reveal lattice spacings of 0.222, 0.228, and 0.213 nm, which
match the (111) planes of face-centered cubic (fcc) Ir, (101)
Mo,C, and (210) MoO,, respectively, further confirming the
existence of Ir and MoO,-Mo,C interfaces.*” These results imply
the presence of MSI between Ir and MoO,-Mo,C.

X-ray photoelectron spectroscopy (XPS) measurements were
taken to investigate the electronic structure and chemical state
of the Ir/Mo0O,-M0,C-800 catalyst. The full XPS spectrum of Ir/
Mo00,-M0,C-800 reveals the presence of Ir, Mo, C, N, and O
signals, which is consistent with the EDS results (Fig. S4). The
peaks observed at approximately 60.85 and 64.01 eV can be
attributed to the Ir 4f,, and Ir 4f5,, of Ir NPs, while the peaks at
61.40 and 64.49 eV indicate the presence of Ir-O (Fig. 3a).** As
shown in Fig. 3b, the binding energy peaks at 231.99 and 235.12
eV correspond to Mo*" 3ds;, and Mo"" 3ds,,, respectively, in Ir/
Mo00,-M0,C-800. The two characteristic binding energy peaks at
232.71 and 235.89 eV are attributed to Mo®* 3d5/, and Mo®" 3d;,
2, Tespectively.* Compared with Mo,C, the Mo"* 3d;,, peak in Ir/
Mo00,-M0,C-800 demonstrates a negative binding energy shift
of approximately 0.38 eV, confirming the interaction between Ir
and MoO,-Mo,C. The O 1s spectrum of Ir/MoO,-Mo,C-800
exhibits three peaks at 530.57, 531.84, and 533.14 eV, corre-
sponding to metal-O, surficial/interfacial O, and C-O, respec-
tively (Fig. 3¢).* The C 1s spectrum of Ir/MoO,-Mo0,C-800 shows
three deconvoluted peaks at 284.45, 285.90, and 288.35 eV,
which correspond to C=C, C-N, and C-O bonds, respectively
(Fig. S5a).** The N 1s spectrum of Ir/M00,-M0,C-800 can be

© 2025 The Author(s). Published by the Royal Society of Chemistry
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(a) Low and high magnification SEM images, (b and ¢) TEM images, (d) AC-HAADF-STEM image, (e) particle size statistics of Ir clusters, (f)

XRD pattern, and (g) HAADF-STEM and elemental mapping images of Ir/MoO,-Mo,C-800.

fitted into four components with binding energies of 396.6,
398.4, 399.9, and 401.75 eV, attributed to Mo 3p, pyridinic N,
pyrrolic N, and graphitic N, respectively (Fig. S5b).* In
summary, electron redistribution can influence the electro-
catalytic performance for hydrogen production by optimizing
the adsorption/desorption energy between intermediates and
active sites.*®

X-ray absorption spectroscopy (XAS) measurements were
taken to further examine the valence state and coordination
environment of Ir in Ir/MoO,-Mo,C-800. Fig. 3d shows the Ir L;-
edge XANES spectrum of Ir/MoO,-Mo,C-800, where the white
line peak intensity is higher than that of the Ir foil but lower
than that of IrO,, demonstrating that the Ir valence state in Ir/
Mo0O,-Mo0,C-800 lies between that of metallic Ir and IrO,. The
atomic coordination environment of Ir/MoO,-Mo0,C-800 was
further confirmed by extended X-ray absorption fine structure
(EXAFS) spectroscopy. The EXAFS spectrum of Ir/MoO,-Mo,C-
800 exhibits peaks at 1.65 and 2.59 A, which correspond to the

© 2025 The Author(s). Published by the Royal Society of Chemistry

Ir-O and Ir-Mo/Ir bonds, respectively (Fig. 3e and f). The EXAFS
fitting curve in Ir k-space for Ir/M0oO,-Mo0,C-800 and the corre-
sponding fitting parameters reveal coordination numbers of
~2.4 for Ir-O and 1.1 for Ir-Mo bonds (Fig. S6 and Table S2),
characteristic of a typical low-coordinated Ir cluster structure.>”
Wavelet transform analysis further confirms the formation of
Ir-Mo metallic bonds in Ir/M00,-Mo0,C-800 (Fig. 3g-i). In
summary, XAS combined with HAADF-STEM images and XPS
analysis demonstrates the successful anchoring of 1.41 nm Ir
clusters on MoO,-Mo,C, confirming the MSI between Ir and Mo
species. Moreover, the low coordination number and MSI
between Ir and MoO,-Mo,C can regulate the local electronic
structure of active sites, optimizing the adsorption behavior of
catalytic sites toward reaction intermediates, thereby enhancing
catalytic reaction kinetics.*>*°

The HER activities of Ir/M0O,-Mo,C-800, Ir/M0O,-Mo,C-700,
Ir/M00O,-Mo0,C-600, commercial Pt/C, and Ir/C were first evalu-
ated in a 1.0 M KOH solution. Linear sweep voltammetry (LSV)

Chem. Sci.
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Fig. 2

(a and ¢) Atomically resolved HAADF-STEM images of Ir/MoO,-Mo,C-800. (b and d) Enlarged AC-HAADF-STEM images (top) and the

corresponding FFT images (bottom) for the inset of (a and c). The red circles, blue circles, orange rectangles, and green rectangles correspond to
the Ir single atoms, Ir sub-nanoclusters, amorphous Ir clusters, and crystalline Ir clusters, respectively. (e-g) HAADF-STEM images of Ir/MoO,-
Mo,C-800 (inset: the corresponding FFT images). (h—j) Inverse FFT patterns of the red elliptical region, orange elliptical region, and blue elliptical

regions shown in (g), respectively.

curves reveal that Ir/MoO,-Mo0,C-800 exhibits the best HER
performance. Specifically, Ir/MoO,-Mo0,C-800 requires only 32
mV overpotential at 10 mA cm 2, outperforming Ir/MoO,-Mo,C-
700 (59 mV), Ir/M00,-Mo,C-600 (83 mV), Pt/C (36 mV), and Ir/C
(51 mV) (Fig. 4a and b). Ir/M00O,-Mo0,C-800 exhibits a Tafel slope
of 35.76 mV dec ™!, which is lower than those of Ir/MoO,-Mo,C-
700 (98.28 mV dec™ "), Ir/M00O,-M0,C-600 (128.76 mV dec ™), Pt/
C (55.51 mV dec '), and Ir/C (92.87 mV dec ') (Fig. 4c). This
indicates that Ir/MoO,-M0,C-800 follows a rapid Tafel mecha-
nism, demonstrating faster hydrogen generation Kkinetics
compared with commercial Pt/C and Ir/C.>"** At overpotentials
of 100 and 150 mV, the mass activity of the Ir/MoO,-Mo0,C-800
catalyst reached 9.23 and 16.94 A mg ™ 'pgyy, respectively, which
are 2.67 and 2.61 times higher than those of Pt/C (3.45 and 6.48
Amg 'pm) (Fig. 4d). Owing to its enhanced catalytic activity, Ir/

Chem. Sci.

Mo0,-Mo0,C-800 demonstrates notable potential as an electro-
catalyst for hydrogen production. Subsequently, we evaluated
the electrochemical active surface area (ECSA) of the synthe-
sized catalysts by measuring the double-layer capacitance (Cq;)
using cyclic voltammetry (CV) curves at different scan rates.* As
shown in Fig. 4e and S7, Ir/M00O,-Mo0,C-800 exhibits a Cq4 value
of 2.93 mF cm ™2, which is higher than that of other control
samples. This indicates that the MSI between Ir nanoclusters
and MoO,-Mo,C generates additional active sites, thereby
increasing the accessible active surface area.* The Nyquist plot
shown in Fig. 4f reveals that Ir/M0o0O,-M0,C-800 possesses the
lowest charge transfer resistance compared with other catalysts,
indicating faster reaction kinetics and enhanced charge trans-
fer capability.”® This is likely attributed to the accelerated elec-
tron transfer during the HER process, facilitated by the

© 2025 The Author(s). Published by the Royal Society of Chemistry
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Fig.3 XPS spectra of (a) Ir 4f, (b) Mo 3d, and (c) O 1s for Ir/MoO,-Mo,C-600, Ir/MoO,-Mo,C-700, Ir/MoO,-Mo,C-800, and Mo,C. (d) Ir Ls-edge
XANES spectra and (e and f) corresponding FT-EXAFS curves of Ir/MoO,-Mo,C-800, Ir foil, and IrO,. EXAFS wavelet transform plots of (g) Ir/

MoO,-Mo,C-800, (h) IrO,, and (i) Ir foil.

interaction between the highly conductive MoO,-Mo,C
substrate and the active sites of Ir nanoclusters. At over-
potentials of 50 and 100 mV, Ir/MoO,-M0,C-800 demonstrated
high turnover frequencies (TOFs) of 3.66 and 8.58 s~ ', respec-
tively, which are considerably higher than those of Pt/C (1.47
and 3.48 s~ ") (Fig. 4g). Stability is another crucial parameter for
evaluating catalyst performance. Therefore, we compared the
LSV curves of Ir/Mo0O,-Mo0,C-800 and commercial Pt/C before
and after 10 000 CV cycles. As shown in Fig. 4h and Table S3, Ir/
Mo0O,-Mo,C-800 shows a smaller negative shift in its LSV curve
compared with that in Pt/C, indicating superior stability. This
confirms the high atomic utilization and excellent catalytic
activity of Ir/M0o0,-Mo0,C-800 for the HER under alkaline
conditions.

Owing to its exceptional performance in a two-electrode
system, we further evaluated its practical application potential
in an anion exchange membrane (AEM) water electrolyzer. The
AEM system employed Ir/MoO,-Mo0,C-800 as the cathode cata-
lyst and IrO, as the anode catalyst, with carbon paper and nickel
foam as gas diffusion layers. The corresponding polarization
curve measured at room temperature showed that only 1.86 V

© 2025 The Author(s). Published by the Royal Society of Chemistry

was required to reach a current density of 200 mA cm > (Fig. 4j).
Long-term stability tests demonstrated that Ir/MoO,-Mo,C-800
could maintain stable water electrolysis for over 700 h at 200 mA
cm ™ (Fig. 4k). Additionally, this AEMWE requires only 2.62 V to
achieve 1 A cm > while maintaining stability for over 220 h
(Fig. S8), proving its remarkable stability even at high current
densities. Post-stability characterization using TEM and EDS
(Fig. S9 and S10) reveals that Ir/MoO,-Mo,C-800 largely retains
its original morphology, with elements remaining uniformly
distributed on the catalyst surface.

Given the excellent HER performance of Ir/M0O,-M0,C-800
under alkaline conditions, we further investigated its HER
activity in acidic (0.5 M H,SO,) and neutral (1.0 M PBS) media.
As expected, Ir/Mo0O,-Mo0,C-800 demonstrated outstanding
HER performance under both the conditions. As shown in
Fig. 5a and d, the Ir/M00O,-Mo,C-800 required only 14 and 29
mV to achieve 10 mA cm 2 in acidic and neutral media,
respectively, outperforming commercial Pt/C, Ir/C, and other
control samples. The Tafel slopes of Ir/M00O,-Mo0,C-800, derived
from LSV curves (Fig. 5b and e), are 16.57 mV dec ™" (acidic) and
34.21 mV dec ' (neutral), which are considerably lower than
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Fig. 4

(@) HER LSV curves for Ir/MoO,-Mo,C-800 and other contrast catalysts in 1.0 M KOH. (b) Comparison of the overpotentials of the

prepared catalysts. (c) Tafel plots. (d) Mass activity. (e) Corresponding electrochemical double-layer capacitances. (f) EIS spectra. (g) TOF values of
Ir/MoQO,-Mo,C-800 and Pt/C. (h) Comparison of the overpotential and Tafel slope of Ir/MoO,-Mo,C-800 and recently reported catalysts in 1.0
M KOH. (i) HER polarization curves of Ir/MoO,-Mo,C-800 and Pt/C before and after 10 000 CV cycles. (j) Polarization curves of Ir/MoO,-Mo,C-

800 at the AEMWE. (k) Stability tests of the AEMWE at 200 mA cm 2.

those of Ir/C (41.17 and 177.08 mV dec ') and commercial Pt/C
(22.83 and 79.01 mV dec ™). This indicates a faster Volmer-Tafel
mechanism and superior reaction kinetics in both the
media.***” Electrochemical impedance spectroscopy (EIS) was
performed to further understand the enhanced HER activity. As
shown in Fig. S11, Ir/Mo0O,-Mo0,C-800 exhibited lower charge
transfer resistance (R.) values than Pt/C and Ir/C in 0.5 M H,SO,
and 1.0 M PBS solutions. This indicates that the interfacial
charge redistribution caused by Ir-Mo bond formation enables
ultrafast electron transfer. The mass activities, normalized to
noble metal content (Fig. $12), reached 60.99 A mg ™ "pgy at 30
mV (acidic) and 8.34 A mg 'pgy at 100 mV (neutral), notably
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exceeding those of Pt/C (2.16 and 2.12 A mg 'pgy). These
results demonstrate the superior noble metal utilization effi-
ciency of Ir/Mo0O,-Mo,C-800. Moreover, Ir/MoO,-Mo,C-800
exhibited the highest Cy; and TOF values in alkaline and neutral
media (Fig. S13-S15), indicating its largest active surface area
and intrinsic activity. In addition to excellent catalytic activity,
stability is another crucial factor that determines practical
applicability. As shown in Fig. 5c¢ and f, Ir/MoO,-Mo,C-800
demonstrates a smaller shift in LSV curves after 10 000 cycles
compared with Pt/C, confirming its outstanding long-term
stability. Collectively, these experimental results demonstrate
that Ir/M00O,-Mo0,C-800 exhibits superior HER catalytic activity

© 2025 The Author(s). Published by the Royal Society of Chemistry
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Fig. 5 (a and b) HER polarization curves and (c and d) Tafel plots of the as-synthesized samples in 0.5 M H,SO,4 and in 1.0 M PBS. (e and f)
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across the entire pH range, outperforming most previously re-
ported Ir-based catalysts (Fig. 4g, Table S4 and S5). Further-
more, its exceptional stability under pH-universal HER
conditions is attributed to the Ir-Mo chemical bonding that
effectively prevents catalyst agglomeration.

To further investigate the catalytic process of Ir/MoO,-Mo,C-
800 in the HER, we examined the possible adsorption sites and
evolution of reaction intermediates using in situ attenuated
total reflection surface-enhanced infrared absorption spectros-
copy (ATR-SEIRAS) and in situ Raman spectroscopy.*® As shown
in Fig. 6a and b, the ATR-SEIRAS of Ir/M00O,-Mo0,C-800 exhibit
peaks at 1642 (1639) cm ' and a broad band spanning 2900~
3700 cm™ ", which are attributed to the bending vibration mode
(611-0-1) and stretching vibration mode (voy) of interfacial water
molecules, respectively.”® As the HER potential increases, the
intensities of the H-O-H bending and OH stretching peaks of
Ir/M00,-Mo0,C-800 gradually strengthen, confirming that its
surface facilitates water molecule adsorption and dissociation
more effectively.® Additionally, the signals at 2076 cm ™" (alka-
line) and 2103 cm ™ (acidic) can be attributed to the interaction
between H* intermediates and Ir (vy_y+).* Their intensities
gradually increase with more negative applied potentials, indi-
cating significantly enhanced hydrogen adsorption capability.**

© 2025 The Author(s). Published by the Royal Society of Chemistry

In situ Raman analysis was employed to reveal the crucial role of
interfacial water molecule changes during the catalytic HER
process. As shown in Fig. 6¢, during the alkaline HER process,
a broad peak in the range of 3000-3700 cm ' can be observed,
corresponding to the O-H vibration of water.®*** This peak can
be deconvoluted into three distinct bands, assigned to tetra-
hedrally coordinated water (v1), triply coordinated water (»2),
and interfacial water (v3).*> Among them, »1 and »2 represent
active water molecules involved in the HER process, while »3
corresponds to inactive water. Therefore, changes in »3 can be
used to identify surface variations on Ir/MoO,-Mo,C-800. As
shown in Fig. 6d and Fig. S16a, as the potential shifts from —1.0
to —1.35 V, the proportion of »3 decreases from 21.83% to
16.22%. This indicates that the presence of inactive water
species diminishes as the potential increases, disrupting the
hydrogen-bonded water network within the electric double
layer, thereby facilitating subsequent water adsorption and
dissociation processes.*'* During the acidic HER process, the
peak at 1052 cm ™ " is attributed to the stretching vibration mode
of SO,>~ (Fig. 6€).* In addition, within the range of 2950-3810
em™ ', the O-H stretching vibration of interfacial water can be
fitted into three distinct Gaussian peaks: four-hydrogen-bonded
water (4-HB-H,O0, »1), two-hydrogen-bonded water (2-HB-H,0,

Chem. Sci.
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Fig. 6

In situ electrochemical ATR-SEIRAS profiles of Ir/MoO,-Mo,C-800 measured in (a) alkaline and (b) acidic solutions. (c) /n situ Raman

spectra of Ir/MoO,-Mo,C-800 in 1.0 M KOH. (d) The normalized intensities of the three peaks of interfacial water on Ir/MoO,-Mo,C-800 with
potentials from —1.0 V to —1.35 V. (e) In situ Raman spectra of Ir/MoO,-Mo,C-800 in 0.5 M H,SO,. (f) The normalized intensities of the three
peaks of interfacial water on Ir/MoO,-Mo,C-800 with potentials from —1.0 V to —1.04 V. (g) Proposed H, evolution mechanism on Ir/MoO,-

Mo,C-800 in alkaline and acidic media.

v2), and weakly hydrogen-bonded hydronium ions (H-H,0, »3)
(Fig. 6f and S16b).°*® As the applied potential increases nega-
tively from —1.00 V to —1.04 V, the percentage of »3 decreases
from 22.64% to 18.25%, indicating favorable proton transfer
kinetics in the HER for Ir/Mo0O,-Mo0,C-800.%° Overall, the Ir-Mo
interfacial effect in Ir/Mo0O,-M0,C-800 promotes intermediate
generation, thereby accelerating HER kinetics across a wide pH

range (Fig. 6g).

Conclusion

In summary, we successfully constructed MSI by integrating
ultrasmall Ir species with nanosheet-assembled hollow nano-
flower-like Mo0O,-Mo,C, endowing the catalyst with
outstanding activity and stability across the entire pH range.
Comprehensive XAS and XPS spectroscopic analyses demon-
strated that the development of MSI between Ir and MoO,-
Mo,C effectively modulated the electronic structure of the active
Ir centers. Operando ATR-SEIRAS and in situ Raman spectros-
copy revealed that the Ir/M0o0,-Mo,C-800 catalyst effectively
disrupts the hydrogen-bond network of water molecules within

Chem. Sci.

the electric double layer, thereby promoting water adsorption
and dissociation. Owing to the high-concentration Ir sites and
MSI, in alkaline, acidic, and neutral solutions, the Ir/MoO,-
Mo,C-800 catalyst demonstrates low overpotentials of 32, 14,
and 29 mV at 10 mA cm™? and high mass activities of 9.23,
60.99, and 8.34 A mg 'pgy, respectively. Furthermore, an
AEMWE employed Ir/M00O,-Mo0,C-800 as the cathode electro-
catalyst and achieved stable operation for over 700/220 h at 0.2/1

-2

A cm™® while maintaining its initial morphology. This study

introduced an effective strategy to boost the efficiency of Ir atom
utilization and the stability of Ir-based HER electrocatalysts.
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