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ABSTRACT: Titanium-based metal—organic framework, NH,-MIL-125(Ti), has
been widely investigated for photocatalytic applications but has low activity in the
hydrogen evolution reaction (HER). In this work, we show a one-step low-cost
postmodification of NH,-MIL-125(Ti) via impregnation of Co(NO;),. The resulting
Co@NH,-MIL-125(Ti) with embedded single-site Co" species, confirmed by XPS and
XAS measurements, shows enhanced activity under visible light exposure. The
increased H, production is likely triggered by the presence of active Co' transient sites
detected upon collection of pump-flow-probe XANES spectra. Furthermore, both
photocatalysts demonstrated a drastic increase in HER performance after consecutive
reuse while maintaining their structural integrity and consistent H, production. Via
thorough characterization, we revealed two mechanisms for the formation of highly
active proton reduction sites: nondestructive linker elimination resulting in
coordinatively unsaturated Ti sites and restructuring of single Co sites. Overall, this
straightforward manner of confinement of Co" cocatalysts within NH,-MIL-125(Ti) offers a highly stable visible-light-responsive
photocatalyst.
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1. INTRODUCTION

Increasing concerns about climate change and reliance on fossil
fuel sources push forward the goal of a ubiquitous deployment
of renewable energy technologies and accelerate production
and transition to clean carbon-free fuels.' Converting solar
energy into a chemical fuel, for example, by performing the
photocatalytic water splitting reaction to produce molecular
hydrogen, appears to be one of the most promising and green
ways. However, to efficiently drive the hydrogen evolution
reaction (HER), the development of light-responsive, durable,
and cost-efficient photocatalysts is necessary.

Metal—organic frameworks (MOFs), which consist of metal
ions and charged linkers self-assembled into a 3-D crystalline
nanoporous material, have attracted significant attention in
many applications. The large variation of possible building
blocks implies high tunability of this material class. Combined
with their intrinsic porosity, they have emerged as attractive
alternatives for existing inorganic photocatalysts.” To date,
many frameworks based on different metals, such as Fe, Ti, Zn,
and Zr, demonstrated light-harvesting properties and were able
to perform HER,” CO, reduction,” and other photochemical
reactions,’ yet their efficiency remains modest in comparison
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to existing inorganic semiconductors.
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The potential of MOFs for the H, evolution reaction can be
enhanced by a rational design and the variation of building
units, which can result in more efficient light absorption and
improved spatial separation of photogenerated electron—hole
pairs.” Different approaches, including functionalization or
extension of conjugated systems of organic linkers of MOFs,”’
synthesis of hybrid covalent/metal—organic frameworks,®
encapsulating molecular catalysts or metal nanoparticles,”"’
and introducing missing linker/metal cluster defects in an ideal
crystalline structure,'’ have been proposed to enhance their
overall performance for the water splitting reaction. For
example, a slight alteration in the content of amino functional
groups in the aromatic BDC building block of MIL-125(Ti)
leads to a notable shift in the MOF’s light response to the
visible region.'” Alternatively, creating missing linker vacancies
in the MOF structures, such as defect-rich Ti—O sheets of
COK-47, Zr"V-based Ui0-66, and NH,-MIL-125(Ti), provides
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an effective way to create additional reactive open metal sites
to facilitate a variety of light-driven chemical reactions.""'*~"'°

A highly porous Ti-based MOF, NH,-MIL-125(Ti), is
particularly interesting for photocatalysis due to its effective
linker-to-metal charge transfer (LMCT) upon visible light
excitation.'” Notably, the lowest unoccupied and highest
occupied crystalline orbitals (LUCO-HOCO) of the MOF are
localized on the inorganic cluster and organic linker,
respectively. Thus, light-induced charged species can be
spatially separated at the crystalline orbitals, inhibiting fast
electron—hole recombination, which, in turn, should facilitate
photocatalytic reactions.'® However, the lack of proton
reduction sites on the Ti—oxo cluster leads to hampered
electron transfer and relatively poor performance of NH,-MIL-
125(Ti) in HER."

Considering this, the pore space of NH,-MIL-125(Ti) can
be utilized for the confined growth of metal nanoclusters or the
inclusion of molecular metal complexes. A significant number
of studies have focused on doping expensive noble nano-
particles as a cocatalyst into the pore space of the MOF.>'*~**
The presence of the cocatalyst significantly enhances the H,
evolution rate of the MOF via effective trapping of photo-
induced electrons and prolonging the charge-separated state.
Introducing systems with cheaper and earth-abundant d
elements, such as Co-, Ni-, or Cu-based cocatalyst nano-
particles, can provide an alternative way of developing new
types of promising photocatalysts.”*>° However, the incor-
poration of metal nanoparticles into photocatalytic structures
can be accompanied by certain challenges, particularly
concerning their size control and stabilization. Throughout
the synthesis, they are prone to agglomerate, which may reduce
their catalytic efficiency, or during the reaction, rapid
deactivation of active sites by adsorption may occur.
Furthermore, the presence of metal cocatalysts can result in
a decrease in available surface area and pore size, potentially
hindering the transport of reactants within the structure.
Another aspect to consider is that the core metal atoms inside
nanoparticles generally stay inactive for catalytic surface
reactions, implying that the atomic efficiency of these systems
is comparatively lower than that of molecular metal
complexes.”” >

Recent developments of coordination metal complexes led
to an emerging potential of single-site molecular catalysts
particularly with earth-abundant metal centers, including Mn,
Fe, Cu, and Ni*'™*° while cobalt-based complexes have
become one of the most prevalent catalysts for hydrogen
production, thoroughly studied both theoretically and
experimentally.”*® Despite their promising photoactivity, the
wider application of cobalt-based complexes was slowed down
by their structural fragility, limited water solubility, narrow
operational pH range, and inclination to form nanoparticles.
Particular studies aimed to overcome these limitations by
confining the cobalt complex into a nanoporous solid, for
example, by assembling it in the pore space of (NH,-)MIL-
125(Ti)”~* or embedding them as integral linker units in
UU-100(Co) MOE.*! Although this significantly enhances the
photocatalytic activity of the materials, a complex multistaged
synthetic procedure is required, and concerns about the
stability of the incorporated molecular cocatalysts have not yet
been fully resolved. On the other hand, porous structures with
single-site Co" cocatalysts have been synthesized using a
simple cobalt salt as a reactant via binding of Co" to
deprotonated ,-O~ and u,-O groups or coordination to y,-

oxide/(p-carboxylate), groups of metal—oxo clusters of
MOFs.”*™*" These materials have demonstrated intriguing
stability and performance in the photocatalytic hydrogenation
and borylation of organic molecules. Nonetheless, the potential
of this type of cobalt site for photocatalytic HER has not yet
been investigated.

As such, we propose a novel, simple, and low-cost one-step
procedure of cobalt(Il) nitrate salt impregnation to introduce
single-site Co' into the structure of NH,-MIL-125(Ti),
confirmed by XPS and XAS measurements. The photocatalytic
performance of the synthesized Co@NH,-MIL-125(Ti) and
pristine NH,-MIL-125(Ti) was assessed through HER experi-
ments under visible (1 > 385 nm) light exposure. The
presence of the cobalt cocatalyst on the Ti—oxo cluster of the
MOF led to almost S times increased photocatalytic activity
compared to the pristine framework. Reuse of the photo-
catalysts was accompanied by structural changes in both NH,-
MIL-125(Ti) and Co@NH,-MIL-125(Ti), leading to the
formation of reactive proton reduction sites. Consequently, the
H, production was enhanced up to 45-fold for NH,-MIL-
125(Ti) and up to 26-fold for Co@NH,-MIL-125(Ti).

2. EXPERIMENTAL SECTION

2.1. Materials and Reagents. Titanium isopropoxide (Ti(i-
OPr),, >97%, Sigma-Aldrich), 2-aminoterephthalic acid (98%, Sigma-
Aldrich), N,N-dimethylformamide (DMF, 99.8%, extra dry over
molecular sieve, Acros Organics), and methanol (99.8%, anhydrous,
VWR) were used for synthesis of NH,-MIL-125(Ti). Cobalt(II)
nitrate hexahydrate (Co(NO;),-6H,0, >99.0%, Sigma-Aldrich) and
acetone (>99.5%, Sigma-Aldrich) were utilized for postsynthetic
modification. For photocatalytic experiments, the mixture of
acetonitrile (>99.8%, anhydrous, Sigma-Aldrich), triethylamine
(TEA, >99.0%, Sigma-Aldrich), and deionized water was prepared.
All chemicals were used as received without further purification.

2.2. Synthesis of the Photocatalysts. 2.2.7. NH,-MIL-125(Ti).
The hydrothermal synthesis was performed according to Hendon et
al." Briefly, 0.5 g of 2-aminoterephthalic acid, 16 mL of anhydrous
DMF, and 4 mL of anhydrous methanol were mixed at room
temperature in the air-free glovebox. After the linker was dissolved,
0.55 mL of titanium(IV) isopropoxide was added to the solution, and
it was transferred to a PTFE/Teflon liner in a stainless-steel
hydrothermal autoclave. The autoclave was transferred to an oven
and heated for 72 h at 110 °C, followed by cooling at room
temperature. Then, the mixture was filtered using a Biichner funnel
and 0.45 um nylon membrane filters. In a 100 mL glass bottle, the
separated MOF catalyst was mixed with fresh DMF (~40 mL) and
heated overnight at 110 °C to remove excess linker. After vacuum
filtration, the powder was rinsed with a small amount of methanol and
immersed in fresh methanol (~40 mL), followed by 6 h of heating at
80 °C. Then, the final product was separated from the mixture and
dried in an oven for 3 h at 100 °C and further kept in a desiccator.

2.2.2. Co@NHyMIL-125(Ti). For the preparation of Co@NH,-
MIL-125(Ti), 150 mg of NH,-MIL-125(Ti) was suspended in 40 mL
of acetone. Subsequently, 100 mg of cobalt(II) nitrate hexahydrate (1
wt %) was added, and the mixture was stirred for 3 h at room
temperature. The MOF catalyst was extracted and rinsed with a small
amount of acetone. The solids were washed by stirring overnight in
acetonitrile (S0 mL). After the subsequent filtration and rinsing with a
small amount of fresh acetonitrile, the powder was dried at room
temperature and further kept in a desiccator.

2.2.3. NH,-MIL-125(Ti)-Act and Co@NH,-MIL-125(Ti)-Act. In
order to preactivate synthesized photocatalysts, 90 mg of (Co@)-
NH,-MIL-125(Ti) was suspended in a mixture of 70.5 mL of
acetonitrile, 14.1 mL of TEA, and 1.5 mL of water in a 100 mL glass
bottle. The suspension was stirred and purged with a flow of Ar for 30
min to remove oxygen from the mixture. The bottle was further
sealed, covered with aluminum foil to prevent light exposure, and

https://doi.org/10.1021/acsami.3c15490
ACS Appl. Mater. Interfaces 2023, 15, 54590—54601


www.acsami.org?ref=pdf
https://doi.org/10.1021/acsami.3c15490?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

ACS Applied Materials & Interfaces

Research Article

www.acsami.org

(a)

—
=

266 nm
2680m V(aloH) Ve (NH) AVeNVHI|  Co@NH,-MIL-125(Ti)
NH,-MIL-125(Ti) . ' \as16/,\3388
= =]
Z ©
m -
= L %
3 2
* 2
2. o]
Energy, eV <
NH,-MIL-125(Ti)
Co@NH,-MIL-125(Ti)
250 350 450 550 650 750 4000 3500 3000 2500 2000 1500 1000 500

Wavelength, nm

Wavenumber, cm™’

Figure 1. (a) Diffuse reflectance UV—vis spectra (inset corresponds to the Kubelka—Munk transformation of the spectra) and (b) DRIFT spectra
of NH,-MIL-125(Ti) (green) and Co@NH,-MIL-125(Ti) (red) photocatalysts, respectively.

stirred overnight. After the subsequent filtration and washing with
fresh acetone, the final product was dried at room temperature and
kept in a desiccator.

2.3. Characterization of Materials. 2.3.1. Powder X-ray
Diffraction (PXRD). PXRD patterns were acquired using a Bruker
D8 Advance diffractometer with a Co Ka source (4 = 1.7889 A, 35 kv
and 40 mA) and a LynxEye position-sensitive detector. Diffracto-
grams were collected with 2theta ranging from 5° to 50° at a scanning
rate of 0.02° s™!, a motorized fixed-divergent slit 0.3° and an exposure
time of 0.7 s per step. Data refinement was performed in TOPAS v.
S5.0.

2.3.2. N, Physisorption. N, physisorption experiments were
performed using a Micromeritics Tristar II 3020 at 77 K. Before
sorption measurements, samples were dried overnight at 150 °C
under N, flow. The Brunauer—Emmett—Teller (BET) areas were
calculated by using the BETSI computational tool* with 11 data
points in the 0.00—0.03 p/p, range. The micropore volume of the
photocatalysts, V, ., was derived using a ¢-plot method analysis of the
N, sorption isotherms.

2.3.3. Transmission Electron Microscopy (TEM). TEM measure-
ments were performed by using a JEOL JEM-1400 Plus machine
operating at an acceleration voltage of 120 kV. The samples were
mounted on the carbon-coated copper grid.

2.3.4. Diffuse Reflectance UV-vis (DRUV—-vis). DRUV—vis
spectra were collected using a PerkinElmer Lambda 900 spectropho-
tometer with an integrating sphere in the range of 250—750 nm.
BaSO, was used as a white standard.

2.3.5. Diffuse Reflectance Infrared Fourier Transform (DRIFT).
DRIFT spectra were recorded in the range of 4000—500 cm™' using a
Thermo Scientific Nicolet 8700 spectrometer equipped with a Praying
Mantis high-temperature reaction chamber from Harrick. The
samples were placed on top of the KBr filler material. Before
measurements, the samples were dried at 150 °C in air, and data were
collected at the same temperature. The spectral resolution was set to 2
em™" with 120 scan accumulation.

2.3.6. Inductively Coupled Plasma Optical Emission Spectros-
copy (ICP-OES). ICP-OES analysis was used to determine the content
of cocatalyst in the MOF by digesting as-synthesized and spent Co@
NH,-MIL-125(Ti). The analysis was performed by Mikroanalytisches
Laboratorium Kolbe.

2.3.7. X-ray Photoelectron Spectroscopy (XPS). XPS measure-
ments were carried out to determine the chemical state and overall
electronic structure of the elements of the synthesized MOFs. X-ray
photoelectron spectra were recorded on a Thermo Scientific K-
spectrometer equipped with an aluminum monochromatic source (Al
Ka, hv = 1486.6 eV) and a 180° double-focusing hemispherical
analyzer with a 128-channel detector.

2.3.8. Thermogravimetric Analysis (TGA). TGA was performed
using a Mettler Toledo TGA/SDTAS851e. The sample was heated
from 20 to 800 °C at a heating rate of 10 °C/min under a synthetic air
flow of 100 mL min™".

54592

2.3.9. Time-Resolved Pump-Flow-Probe X-ray Absorption Spec-
troscopy (XAS). Time-resolved pump-flow-probe XAS measurements
were performed at the SuperXAS beamline of the Swiss Light Source
at the Paul Scherrer Institute. The concept of the experiment setup
has been described in detail elsewhere.** In a typical measurement,
235 mg of Co@NH,-MIL-125(Ti) was suspended in a sample vial
containing a mixture of 70 mL of acetonitrile, 14 mL of TEA, and 1.5
mL of deionized water and sonicated for 30 min. Before measure-
ment, the sample jet chamber was purged with N, for at least 15 min
to deoxygenate the system. The sample solution was then pumped
through a nozzle with a 1 mm diameter at a velocity of 4.32 m/s using
a peristaltic pump. The absorbance of X-rays was measured after
photoexcitation of the sample with a 400 nm laser with a 50 kHz
repetition rate. The measurements were performed by following the
pump-flow-probe method, where pumped data were collected for 5 s
followed by unpumped data collection for another S s by switching
the laser on and off, respectively. For each X-ray energy, the data
collection was repeated at least 3 times. Transient spectra at different
70—1140 ps time delays were recorded by changing the distance
between spatially separated laser and X-ray probe beams while
keeping jet velocity constant at 4.32 m/s. Regular X-ray absorption
near-edge structure (XANES) and extended X-ray absorption fine
structure (EXAFS) spectra were collected using the same setup. The
data were processed using an open-source X-ray Larch tool.***
EXAFS parameters refinement was done by fitting k'-, k-, and k*-
weighted oscillation FEFF paths. Further validation of the fit was
done by evaluation using wavelet transform analysis.

The data concerning the characterization of the materials described
in this work can be accessed at 4TU.ResearchData.®®

2.4. Photocatalytic Experiments. In a typical experiment, 30 mg
of sample was dispersed in a custom-made Pyrex-glass reactor with a
mixture of 23.5:4.7:0.5 mL of acetonitrile/TEA/H,0, respectively.
The suspension was stirred at a constant temperature (30 °C,
maintained by the water jacket of the reactor) and purged with Ar
flow (1.3 mL/min) for 30 min to remove air from the system. The
evolved gases before and throughout the photocatalytic experiments
were analyzed by withdrawing aliquots from the reactor headspace at
different reaction times. The gases were carried by Ar flow and
analyzed with a Chrompack CP 9001 gas chromatograph (GC)
equipped with a TCD detector. Once the system was purged, Ar flow
was reduced to 0.13 mL/min and the 500 W Xe/Hg lamp equipped
with a 385 nm cutoff optical filter was turned on to start illumination.
The photocatalytic reaction lasted at least 22.5 h. The stability of
hydrogen production was also examined at a longer, 46.5 h, reaction
time. During recyclability tests, photocatalysts were exposed to
atmospheric conditions between each successive cycle, separated from
the mixture, washed with fresh acetonitrile, and dried at 80 °C for 10
min before running the next cycle. The external quantum efficiency of
the best-performing photocatalysts was calculated according to the
previously reported procedure'™*” and is presented in the SIL
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Figure 2. (a) Co K-edge XANES spectrum (gray) and its first derivative (red), and (b) EXAFS R-space spectrum of Co@NH,-MIL-125(Ti).

3. RESULTS AND DISCUSSION

3.1. Characterization of Prepared Materials. The
powder X-ray diffractograms of NH,-MIL-125(Ti) and Co@
NH,-MIL-125(Ti) show sharp peaks that are consistent with
the simulated crystal structure (Figure S1). No additional
Bragg peaks of other phases or alterations in the refined lattice
parameters are present.

N, physisorption measurements of Co@NH,-MIL-125(Ti)
showed a BET surface area of 1480 + 19 m’ g™', and a
micropore volume of 0.55 cm® g™* (Figure S2), comparable to
that of NH,-MIL-125(Ti) (1487 + 13 m* g, 0.56 cm® g7').
The retention of adsorptive properties excludes the presence of
large pore-blocking moieties and implies that the microporous
structure is unaffected by the introduction of Co.”>*”** TEM
images of NH,-MIL-125(Ti) show well-defined crystallites
with a size of approximately 200 nm that are retained after
incorporation of Co without the formation of visible aggregates
and oxidized nanoparticles within the MOF (Figure S3). ICP-
OES analysis revealed that Co@NH,-MIL-125(Ti) contains
approximately 1.5 wt % of Co, which corresponds to the
incorporation of one Co in every third MOF cage.

DRUV-—vis spectra of the synthesized photocatalysts
demonstrate two characteristic absorption bands (Figure 1a).
The absorption band centered at the highest wavelength,
around 375 nm, is typically assigned to the n— z* electron
transition from the nitrogen atom in the amino groups of the
linker (HOCO) to the 3d-orbital of Ti (LUCO) in the metal—
oxo cluster of the MOF.'®***° Embedding of Co centers leads
to only a marginal red shift of the HOCO-LUCO gap from
2.78 eV for NH,-MIL-125(Ti) to 2.76 eV for Co@NH,-MIL-
125(Ti) which has been similarly reported with other
incorporated transient metal centers.””’*>' The observed
insignificant changes most likely imply the remaining
dominancy of the electronic transition from the 7* orbital of
the linker to the d-orbital of Ti in Co@NH,-MIL-125(Ti).

Interestingly, previously reported metal-doped NH,-MIL-
125(Ti) MOFs showed a red shift of the N—H stretching
vibrations in IR spectra, ascribed to the interaction of
impregnated cocatalyst, such as an amine cobalt coordination
complex, Cu or Pt or Au nanoparticles, with the amino groups
of the ligand.”"***” In contrast, DRIFT spectra of dehydrated
Co@NH,-MIL-125(Ti) in this study demonstrate a reprodu-
cible blue shift of the symmetric and asymmetric N—H
stretching vibrations, Av,,,= 6 cm™' and Avyym=4 cm™, along

with broadening and even more pronounced blue shift of the
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stretching vibrations of the bridging hydroxyls, y,—OH groups,
of the Ti—oxo clusters, Av = 10 cm™" (Figure 1b). The blue
shift indicates a contraction of the X—H bond (X = N, O) that
could potentially be triggered by the presence of doped cobalt
cations in the vicinity of the protons of the amino and hydroxyl
groups.

High-resolution XPS spectra of both Co@NH,-MIL-
125(Ti) and NH,-MIL-125(Ti) show the expected Ti'
state’> and that most of the cobalt in Co@NH,-MIL-
125(Ti) is present as Co" (Figure $4).*>>% The Co K-edge
XANES spectrum (Figure 2a) features a low-intensity pre-edge
peak at around 7709 eV typical of the electric-dipole-forbidden
1s — 3d electronic transition of Co" enabled by mixing 3dz—
4pz orbitals, which occurs upon (axial) distortion of the
octahedral ligand environment. The position of the edge was
found from the first derivative of Co K-edge XANES spectrum
at 7720 eV, notably shifted from the edge position of the
Co(0) foil reference —7709 eV (Figure SSa), and corresponds
to the oxidation state +2.*>°*7%°

The local coordination environment of Co was further
studied with EXAFS. The first coordination shell is featured in
the intense scattering at around 1.5 A in the R space (Figure 2b
and Table S1). Further analysis using wavelet transform
(Figure SSb) revealed the presence of low-intensity scatterers
at around 2.7 A. The best fit was achieved for a model with O
at 2.06 A and O (or N) at 2.34 A with coordination numbers
of 5.1 and 1.3, respectively. This corresponds well to the
distorted octahedral coordination of Co atoms. The second
coordination shell is formed by Ti atoms at 3.1 A. The
combination of the DRIFT and EXAFS results suggests that
Co likely forms monatomic sites stabilized on (by) the Ti—oxo
cluster. In this case, Co centers can be chelated by two
bridgin§ hydroxo (4,—OH) and two bridging oxo (u,—O)
groups”” or coordinated to u,-(hydr)oxide/u-carboxylates of
the metal cluster of the MOF."”** The optimized Co—Ti
coordination number suggests that the majority of Co centers
are not bound to oxygens involved in the y,-(hydr)oxo bridges
between Ti atoms (Figure S6a). Instead, the presence of the
cocatalyst coordinated to single Ti atoms via p-carboxylate
groups (Figure S6b) is more consistent with our fitting of the
EXAFS profile.

3.2. Photocatalytic H, Evolution Experiments. The
photocatalytic hydrogen evolution rates of NH,-MIL-125(Ti)
and Co@NH,-MIL-125(Ti) are shown in Figure 3. After 22.5
h of light exposure, around 200 pmol g.,.~* and 900 ymol g_,, ™"
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Figure 3. Accumulated amount of evolved hydrogen after 22.5 h of
irradiation and H, evolution rates (inset) over the photocatalysts.
Experimental data of the H, evolution rate are represented by closed
circles with a moving average solid line.

of H, was evolved for NH,-MIL-125(Ti) and Co@NH,-MIL-
125(Ti), respectively (Figure 3). The H, evolution of our
Co@NH,-MIL-125(Ti) is higher than that reported for
nonactivated NH,-MIL-125(Ti) with a cobalt coordination
complex derived from cobaloxime (2.7 wt % of Co), reaching
around 670 pmol g, ' under similar conditions.””*" In
addition, both samples demonstrate a gradual increase in the
H, evolution rate over time (inset in Figure 3), indicating an
activation period, commonly observed for NH,-MIL-125(Ti)-
derived photocatalysts, and no apparent deactivation stage,
zfelscigyzrl,zi,csgompamed by a decrease in H, production

To probe the oxidation state of Co during the photocatalytic
reaction and unravel its role in the reaction mechanism, we
performed a pump-flow-probe experiment to obtain transient
Co K-edge XANES spectra. Co@NH,-MIL-125(Ti) was
suspended in the photocatalytic reaction solution and excited
with 400 nm femtosecond pulsed light running at a high
repetition rate (50 kHz). The transient XANES spectra show a
significant increase in X-ray absorption around 7720 eV with a
lifetime extending from the microsecond to the millisecond
range (Figure 4). In some systems, an additional decrease in
white line intensity around 7730 eV (a strong negative peak in
the transient signal) was ascribed to a four-coordinated Co'
center,””>® while in systems without additional ligand loss, the
strong negative features were not observed.”” Consequently,
the presence of only a positive peak at around 7730 eV (Figure
4) suggests a coordination number higher than four for the Co'
center. Besides, such shifts of absorption edges to lower
energies (7720 eV) are typical for the reduction of the Co
center in molecular hydrogen-evolving catalysts.””~*° The
formation of a Co' intermediate was also suggested in the
previously discussed amine cobalt coordination complex
embedded in NH,-MIL-125(Ti) based on operando light
“on”—light “off” XANES experiments."’

Previous electron paramagnetic resonance studies of NH,-
MIL-125(Ti) with introduced Co species>*’ demonstrated
the presence of Ti"' sites upon photoexcitation and their likely
involvement in the charge-transfer processes with the
embedded cocatalyst. Moreover, the inclusion of Co species
into NH,—Ui0-66(Zr) and NH,-MIL-53(Al) with Zr- and Al-
based metal nodes did not yield any improvements in the H,
evolution. This makes the sole role of Co species in driving the

/ \ du(E)

AXANES
A

770 772 774 776 7.78
Energy, keV

Figure 4. First derivative of Co K-edge XANES spectrum (red) and
differential transient Co K-edge XANES spectra at 70—1140 us time
delays for Co@NH,-MIL-125(Ti). Measured data are represented by
open circles, and lines are the smoothed spectra (adjacent averaging
with a window of S data points with corresponding standard error of
the mean).

photocatalytic reaction highly unlikely and corroborates the
involvement of Ti nodes in electron transfer.”” Therefore,
considering that the intensity of the transient signal does not
increase within the measured time window, likely electron
transfer from Ti"" leading to conversion of Co" to Co' might
take place on a time scale shorter than 70 us. Besides, the
catalytic conversion of Co' and H, originating from water
molecules and/or from protonated TEA base,”’ to the
expected Co''—H species’>*"** is much slower. Nevertheless,
the much lower photocatalytic activity of pristine NH,-MIL-
125(Ti) versus Co@NH,-MIL-125(Ti) implies that proton
reduction via the direct electron transfer from Ti" is even
slower.

3.3. Reusability Tests. A series of recycling experiments
was performed to assess the stability of the synthesized
catalysts. Unexpectedly, each successive photocatalytic run
leads to a stepwise increase of total evolved H, for both studied
MOFs (Figure S). However, this is less pronounced for Co@
NH,-MIL-125(Ti) compared to NH,-MIL-125(Ti). After four
sequential cycles, the amount of produced H, reached up to
8050 pmol g.,, ' and 4810 pmol g, during the third reuse of
NH,-MIL-125(Ti) and Co@NH,-MIL-125(Ti), respectively,
indicating a 40- and 24-fold increase, when compared to
pristine NH,-MIL-125(Ti).

Notably, except for the first photocatalytic run, during each
run, both photocatalysts acquire a distinctive increase in the
hydrogen evolution rate during the first 90 min of light
exposure (insets in Figure 5). For NH,-MIL-125(Ti),
however, this is followed by a gradual decrease in the H,
evolution rate during each catalytic run, signifying a gradual
deactivation of the photocatalyst. In contrast, the photoactivity
of Co@NH,-MIL-125(Ti) remains stable or even slightly
increases after 90 min without any signs of deactivation.
Finally, at the end of the third recycling run, both
photocatalysts have a similar hydrogen evolution rate: 300
umol g~ h™" and 250 umol g.,, ' h™" for NH,-MIL-125(Ti)
and Co@NH,-MIL-125(Ti), respectively.

The initial increase in the photocatalytic activity of the
reused catalysts begs the question of which conditions are
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Figure 7. DRUV—vis spectra of Co@NH,-MIL-125(Ti), preactivated, and reused photocatalysts.

needed for this activation. Previous reports discuss the
preactivating of NH,-MIL-125(Ti) or its modifications before
the photocatalytic reaction, for example, by introducing a

washing protocol’” or a light-induced thermal treatment' to
enhance the overall photocatalytic activity of the MOFs. Thus,
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we suspended pristine NH,-MIL-125(Ti) and Co@NH,-MIL-
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125(Ti) into the reactant mixture without light exposure,
resulting in NH,-MIL-125(Ti)-Act and Co@NH,-MIL-
125(Ti)-Act, respectively.

In Figures 6 and S8, the photocatalytic activity of
preactivated samples and nonactivated photocatalysts are
shown. For Co@NH,-MIL-125(Ti)-Act, a more than 16-fold
increase in the amount of produced H, and a distinctive rise in
the H, evolution rate are observed during the first photo-
catalytic run, while NH,-MIL-125(Ti)-Act shows only a 4-fold
increase after the first run. Therefore, immersion of Co@NH,-
MIL-125(Ti) in the synthetic solution plays a predominant
role in the activation, while for NH,-MIL-125(Ti) the
presence of light is necessary to achieve a proper activation.'

The DRUV—vis spectrum of NH,-MIL-125(Ti)-Act only
shows minor changes compared to NH,-MIL-125(Ti) (Figure
S9), while spectra of Co@NH,-MIL-125(Ti)-Act directly after
activation and Co@NH,-MIL-125(Ti) after the fourth photo-
catalytic run are significantly different from those of pristine
Co@NH,-MIL-125(Ti). A pronounced broad absorbance
ranging from 500 to 800 nm appeared (Figure 7), suggesting
the emergence of a new HOCO/LUCO gap with lower
energy, potentially associated with d—d transitions of the Co
atoms. The latter can be caused by the restructuring of the Co"
sites in the reaction medium, including triethylamine, which
improves the absorbance of visible light of the MOF or
enhances the proton reduction activity of the Co sites.

However, after three times recycling, both preactivated NH,-
MIL-125(Ti)-Act and Co@NH,-MIL-125(Ti)-Act and non-
preactivated NH,-MIL-125(Ti) and Co@NH,-MIL-125(Ti)
catalysts demonstrate a similar H, evolution rate (Figure 6).
Again, a decrease in photocatalytic activity with time is
observed for the recycled NH,-MIL-125(Ti)-Act, while not for
the recycled Co@NH,-MIL-125(Ti)-Act materials. For a
prolonged reaction time of 46.5 h, we observe a stable
hydrogen evolution for both three times reused Co@NH,-
MIL-125(Ti)-Act and NH,-MIL-125(Ti)-Act from 24 h
onward, around 230 and 370 umol g™ h7!, respectively
(Figure S10). The external quantum efficiency (EQE) for
these samples is ca. 0.14 and 0.24%, respectively, and only
0.03% for pristine NH,-MIL-125(Ti)."*

The recorded DRIFT spectra of all reused (Figures 8 and
S1la) and preactivated photocatalysts (Figure S11b) show an
increased intensity at 2980 cm™' that can be ascribed to
asymmetric and symmetric C—H stretching modes of adsorbed
TEA molecules on the MOFs.”*** The presence of adsorbed
TEA or its decomposition products is also supported by TGA
profiles of both three times reused photocatalysts (Figure S12)
with a continuous weight loss up to 250 °C. The increasing
number of stretching vibrations in the 1200—1050 cm™" region
after several photocatalytic runs might indicate the formation
and accumulation of unidentified organic species in the pores
of the framework, such as partially oxidized species or
condensation products of TEA.°*°® Furthermore, three times
reused NH,-MIL-125(Ti) and Co@NH,-MIL-125(Ti) show a
distinguishable 64% and 44% decrease, respectively, of y,—OH
area relative to v, (N—H) compared to their pristine
counterparts. This likely signifies proton loss from titanol
groups in the inorganic cluster: Ti—OH — Ti—O". In
addition, the previously observed blue shift of amino and
titanol stretching vibrations (Figure 1b) of Co@NH,-MIL-
125(Ti) compared to NH,-MIL-125(Ti) has been significantly
diminished after three photocatalytic cycles.
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Figure 8. DRIFT spectra of (Co@)NH,-MIL-125(Ti), preactivated,
and reused photocatalysts.

Analysis of the PXRD pattern of three times reused NH,-
MIL-125(Ti) reveals broadening and a decrease in intensity of
all of the reflections (Figure S13). In contrast to the systems
with triethanolamine as a sacrificial agent, where degradation
of the catalyst occurs after 9 h of visible light photocatalysis,"
reused NH,-MIL-125(Ti) in the present work shows a
relatively minor loss of crystallinity after at least four
photocatalytic cycles, while spent Co@NH,-MIL-125(Ti)
fully retains its original crystallinity. The XPS data (Figure
S14) of NH,-MIL-125(Ti) indicate a noticeable decrease in
the N/Ti ratio already after the first reuse (Table S2), which
can signify a partial linker elimination, while only insignificant
changes are observed for reused Co@NH,-MIL-125(Ti).
Furthermore, a distinguishable change in the metal-to-linker
ratio calculated from TGA profiles (Figure S12) confirms up to
18% removal of organic linkers for NH,-MIL-125(Ti) after the
third reuse, while this is only 9% for Co@NH,-MIL-125(Ti).
It was previously reported that photothermal treatment of
NH,-MIL-125(Ti) in the presence of triethanolamine leads to
consequent linker dissociation and further framework deteri-
oration."”®” The incorporated cobalt in Co@NH,-MIL-
125(Ti) seems to hinder linker elimination and defect
formation in the framework. Besides, ICP-OES analysis of
reused Co@NH,-MIL-125(Ti) revealed only negligible loss of
Co from the catalyst (Table S3).

3.4. Mechanism of Visible-Light-Driven H, Evolution
over NH,-MIL-125(Ti) and Co@NH,-MIL-125(Ti). To
rationalize all of the discussed observations, we propose the
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Figure 9. Schematic representation of the mechanism of the H, evolution reaction over (a) NH,-MIL-125(Ti) and (b) Co@NH,-MIL-125(Ti).

following mechanism for the light-driven hydrogen evolution
on our catalysts (Figure 9). Absorption of the light by NH,-
MIL-125(Ti) leads to charge transfer of a photoexcited
electron on the organic linker of the MOF to the Ti—oxo
cluster through a LMCT mechanism, leading to the formation
of a positively charged radical —=NH,"* and Ti"™.'** Although
the generated holes can be effectively quenched by the
sacrificial electron donor, triethylamine, the lack of active
proton reduction sites results in poor H, production (Figure
3)."® Despite this, the photocatalytic activity of NH,-MIL-
125(Ti) increases upon recycling the spent catalyst. We
hypothesize that recycling leads to notable linker elimination
from the framework, which would allow for the negatively
charged Ti"-containing cluster to become neutral."” After
proton reduction and return to its original TilV state, a cluster
with a missing linker would be positively charged, which can in
principle be balanced by a proton leaving y,—OH, reducing
the group to U,—0~.>" The latter is in line with the IR data
(Figure 8) showing the strong decrease in the amount of
hydroxyls during subsequent photocatalytic cycles, and we
hypothesize that this is predominantly due to proton removal.
Detachment of the linker from the inorganic cluster also
implies the formation of coordinatively unsaturated Ti sites or
their coordination to less strongly bonded water molecules. In
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either case, these sites are exipected to show higher reactivity as
proton reduction centers.' "

The photocatalytic activity of pristine Co@NH,-MIL-
125(Ti) is significantly higher than that of NH,-MIL-
125(Ti). The differential transient XANES spectra (Figure
4) indicate a mechanism via a Co' intermediate (highly likely
via electron transfer from Ti'" to Co"), acting as a proton
reduction site. We suppose this charge transfer can also be
involved in the charge compensation mechanism, via
promoting the return of Ti™ to Ti"V and thus reducing the
negative charge of the photoexcited inorganic cluster and
limiting linker elimination from the framework (Figure S12
and Table S2). The further stepwise increase in photocatalytic
activity upon recycling the photocatalyst is likely attributable to
(i) the activation via restructuring of Co" via immersion in the
reaction medium (Figure 7) and (ii) missing linker defects
forming additional coordinatively unsaturated titanium sites as
proton reduction sites.*” The latter is similar to NH,-MIL-
125(Ti), but the loss of bridged hydroxyls (Figure 8) and
organic linkers (Figure S12) is much smaller. Overall, the
presence of the Co™ cocatalyst on the Ti—oxo cluster restrains
linker removal, preserving the original crystallinity of Co@
NH,-MIL-125(Ti) under photocatalytic conditions, and leads
to a stable H, production even at a prolonged reaction time
(Figures S10 and S13).
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4. CONCLUSIONS

In summary, we have enhanced the visible light photocatalytic
hydrogen evolution activity of NH,-MIL-125(Ti) by creating
reactive proton reduction sites in the framework. The present
work demonstrates an original approach to synthesize NH,-
MIL-125(Ti) with Co" cocatalytic single sites, residing on the
Ti—oxo cluster of the MOF, via a simple impregnation with
Co(NOs;),. Pump-flow-probe XANES spectroscopy uncovered
transient Co' species, likely via electron transfer from
photoexcited Ti'™" to Co'", that prolonged the lifetime of the
charge separation state and enhanced the photocatalytic
activity of the MOF for hydrogen evolution. Furthermore,
we found that the photocatalytic reaction with triethylamine as
a sacrificial electron donor activates both photocatalysts; after
reusing the photocatalyst three times, NH,-MIL-125(Ti) and
Co@NH,-MIL-125(Ti) demonstrated up to a 4S- and 26-fold
enhancement of H, production compared to pristine NH,-
MIL-125(Ti), respectively.

For NH,-MIL-125(Ti), the drastically higher photoactivity
is a result of undergoing linker elimination from the framework
during photocatalysis, leading to the formation of coordina-
tively unsaturated Ti sites, which act as proton reduction
centers. On the other hand, reusing Co@NH,-MIL-125(Ti)
results in less-pronounced linker removal, while the largest part
of the photocatalytic enhancement originates from the
incorporated and activated Co'' cocatalyst sites. Moreover,
embedding Co sites results in highly stable Co@NH,-MIL-
125(Ti) with more persistent H, production than NH,-MIL-
125(Ti), even at a prolonged reaction time. Further
experimental and computational studies on modulating Ti—
oxo clusters with incorporated metal single-site centers (e.g.,
Co, Cu, Ni) can deepen our understanding of their
incorporation effects on the electronic structure, photoactivity
properties, and structural stability of the MOFs. Overall, this
work provides a novel strategy for introducing single-site
cocatalysts into the MOF complemented with insights into the
synthesis, activation, and development of stable and highly
efficient visible-light-responsive MOF-based photocatalysts.

B ASSOCIATED CONTENT

Data Availability Statement

The data concerning the characterization of the materials
described in this work can be accessed and used by others for
further studies at 4TU.ResearchData at https://doi.org/10.
4121/e3fdc43£-4d54-4£15-9c1{-f68c6b23fceb.

© Supporting Information

The Supporting Information is available free of charge at
https://pubs.acs.org/doi/10.1021/acsami.3c15490.

PXRD patterns; N, sorption isotherms; TEM images;
high-resolution N 1s, Ti 2p, and Co 2p spectra; DRUV—
vis and DRIFT spectra; TGA profiles of photocatalysts;
the spectrum of the 500 W Xe/Hg light source; XAS
data analysis; external quantum efficiency calculations;
and additional experimental data on the amount of
evolved H, after 22.5 and 46.5 h over photocatalysts
(PDF)

B AUTHOR INFORMATION

Corresponding Authors
Vitalii Kavun — Department of Separation Science, LUT
University, FI-53850 Lappeenranta, Finland; ® orcid.org/

0000-0002-1679-9561; Email: vitalii.kavun@lut.fi,
vitalii kavun@gmail.com

Monique A. van der Veen — Department of Chemical
Engineering, Delft University of Technology, 2629 HZ Delft,
The Netherlands; © orcid.org/0000-0002-0316-4639;
Email: m.a.vanderveen@tudelft.nl

Authors

Evgeny Uslamin — Department of Chemical Engineering, Delft

University of Technology, 2629 HZ Delft, The Netherlands;
orcid.org/0000-0001-5454-9582

Bart van der Linden — Department of Chemical Engineering,
Delft University of Technology, 2629 HZ Delft, The
Netherlands; © orcid.org/0000-0003-1384-7457

Stefano Canossa — Department of Nanochemistry, Max
Planck Institute for Solid State Research, 70569 Stuttgart,
Germany; © orcid.org/0000-0002-6817-0810

Andrey Goryachev — Department of Chemical Engineering,
Delft University of Technology, 2629 HZ Delft, The
Netherlands

Emma E. Bos — Department of Chemical Engineering, Delft
University of Technology, 2629 HZ Delft, The Netherlands

Jara Garcia Santaclara — Department of Chemical
Engineering, Delft University of Technology, 2629 HZ Delft,
The Netherlands

Grigory Smolentsev — Paul-Scherrer Institute, CH-5232
Villigen PSI, Switzerland; © orcid.org/0000-0001-7348-
7276

Eveliina Repo — Department of Separation Science, LUT
University, FI-53850 Lappeenranta, Finland

Complete contact information is available at:
https://pubs.acs.org/10.1021/acsami.3c15490

Author Contributions

V.K.: conceptualization, data curation, formal analysis,
investigation, methodology, visualization, and writing original
draft. E.U.: formal analysis, investigation, methodology,
visualization, and writing review and editing. B.v.d.L.: method-
ology. S.C.: investigation and methodology. A.G.: investiga-
tion, methodology, and writing review and editing. E.E.B.:
investigation and writing review and editing. J.G.S.: inves-
tigation and methodology. G.S.: methodology and writing
review and editing. E.R.: funding acquisition and supervision.
MA.wv.d.V.: conceptualization, funding acquisition, method-
ology, resources, supervision, and writing review and editing,

Notes
The authors declare no competing financial interest.

B ACKNOWLEDGMENTS

The authors thank Willy Rook (Delft University of
Technology, Faculty of Applied Sciences) and Begiim Yilmaz
for their assistance with experiments. The authors also
acknowledge the Paul Scherrer Institute, Villigen, Switzerland,
for the provision of synchrotron radiation beamtime at the
SuperXAS beamline of the SLS. M.Awv.d.V. and S.C. are
grateful for funding from the European Research Council
(Grant No. 759212) within the Horizon 2020 Framework
Programme (H2020-EU.1.1). V.K. and E.R. appreciate the
financial support from the Academy of Finland (Grant Nos.
330076 and 336423), the Jane and Aatos Erkko Foundation
(VersaMOF), the Emil Aaltonen Foundation (Grant No.
180288), and the Walter Ahlstrém Foundation.

https://doi.org/10.1021/acsami.3c15490
ACS Appl. Mater. Interfaces 2023, 15, 54590—54601


https://doi.org/10.4121/e3fdc43f-4d54-4f15-9c1f-f68c6b23fceb
https://doi.org/10.4121/e3fdc43f-4d54-4f15-9c1f-f68c6b23fceb
https://pubs.acs.org/doi/10.1021/acsami.3c15490?goto=supporting-info
https://pubs.acs.org/doi/suppl/10.1021/acsami.3c15490/suppl_file/am3c15490_si_001.pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Vitalii+Kavun"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0002-1679-9561
https://orcid.org/0000-0002-1679-9561
mailto:vitalii.kavun@lut.fi
mailto:vitalii.kavun@gmail.com
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Monique+A.+van+der+Veen"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0002-0316-4639
mailto:m.a.vanderveen@tudelft.nl
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Evgeny+Uslamin"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0001-5454-9582
https://orcid.org/0000-0001-5454-9582
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Bart+van+der+Linden"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0003-1384-7457
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Stefano+Canossa"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0002-6817-0810
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Andrey+Goryachev"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Emma+E.+Bos"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Jara+Garcia+Santaclara"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Grigory+Smolentsev"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0001-7348-7276
https://orcid.org/0000-0001-7348-7276
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Eveliina+Repo"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/doi/10.1021/acsami.3c15490?ref=pdf
www.acsami.org?ref=pdf
https://doi.org/10.1021/acsami.3c15490?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

ACS Applied Materials & Interfaces

Research Article

www.acsami.org

B REFERENCES

(1) EUR-Lex - 52022DC0230 - EN - EUR-Lex. https://eur-lex.
europa.eu/legal-content/EN/ALL/?uri=
COM:2022:230:FIN#document2 (accessed January 25, 2023).

(2) Xiao, J. D.; Jiang, H. L. Metal-Organic Frameworks for
Photocatalysis and Photothermal Catalysis. Acc. Chem. Res. 2019, 52
(2), 356—366.

(3) Zhy, B; Zou, R; Xu, Q. Metal-Organic Framework Based
Catalysts for Hydrogen Evolution. In Advanced Energy Materials; John
Wiley & Sons, Ltd., August 1, 2018; p 1801193 DOIL: 10.1002/
aenm.201801193.

(4) Alkhatib, L. L; Garlisi, C.; Pagliaro, M.; Al-Ali, K; Palmisano, G.
Metal-Organic Frameworks for Photocatalytic CO2 Reduction under
Visible Radiation: A Review of Strategies and Applications. Catal.
Today 2020, 340, 209—224.

(5) Hao, J; Xu, X;; Fei, H; Li, L.; Yan, B. Functionalization of
Metal—Organic Frameworks for Photoactive Materials. Adv. Mater.
2018, 30 (17), No. 1705634.

(6) Cao, S; Piao, L; Chen, X. Emerging Photocatalysts for
Hydrogen Evolution. Trends Chem. 2020, 2 (1), 57—70.

(7) Cadiau, A.; Kolobov, N.; Srinivasan, S.; Goesten, M. G.; Haspel,
H.; Bavykina, A. V,; Tchalala, M. R; Maity, P.; Goryachev, A;
Poryvaev, A. S.; Eddaoudi, M.; Fedin, M. V,; Mohammed, O. F,;
Gascon, J. A Titanium Metal—Organic Framework with Visible-Light-
Responsive Photocatalytic Activity. Angew. Chem. 2020, 132 (32),
13570—-13574.

(8) Li, F.; Wang, D; Xing, Q. J.; Zhou, G.; Liu, S. S.; Li, Y.; Zheng,
L. L; Ye, P.; Zou, J. P. Design and Syntheses of MOF/COF Hybrid
Materials via Postsynthetic Covalent Modification: An Efficient
Strategy to Boost the Visible-Light-Driven Photocatalytic Perform-
ance. Appl. Catal, B 2019, 243, 621—628.

(9) Sun, D.; Xu, M,; Jiang, Y.; Long, J.; Li, Z. Small-Sized Bimetallic
CuPd Nanoclusters Encapsulated Inside Cavity of NH2-UiO-66(Zr)
with Superior Performance for Light-Induced Suzuki Coupling
Reaction. Small Methods 2018, 2 (12), No. 1800164.

(10) Xu, M; Li, D.; Sun, K;; Jiao, L.; Xie, C.; Ding, C.; Jiang, H. L.
Interfacial Microenvironment Modulation Boosting Electron Transfer
between Metal Nanoparticles and MOFs for Enhanced Photocatalysis.
Angew. Chem., Int. Ed. 2021, 60 (30), 16372—16376.

(11) Xiang, W.; Zhang, Y.; Chen, Y.; Liu, C. J; Tu, X. Synthesis,
Characterization and Application of Defective Metal—Organic
Frameworks: Current Status and Perspectives. J. Mater. Chem. A
Mater. 2020, 8 (41), 21526—21546.

(12) Hendon, C. H.; Tiana, D.; Fontecave, M.; Sanchez, C.; D’Arras,
L.; Sassoye, C.; Rozes, L; Mellot-Draznieks, C.; Walsh, A.
Engineering the Optical Response of the Titanium-MIL-125 Metal-
Organic Framework through Ligand Functionalization. J. Am. Chem.
Soc. 2013, 135 (30), 10942—10945.

(13) Smolders, S.; Willhammar, T.; Krajnc, A.,; Sentosun, K.
Wharmby, M. T.; Lomachenko, K. A.; Bals, S.; Mali, G.; Roeffaers, M.
B. J; De Vos, D. E; Bueken, B. A Titanium(IV)-Based Metal—
Organic Framework Featuring Defect-Rich Ti-O Sheets as an
Oxidative Desulfurization Catalyst. Angew. Chem., Int. Ed. 2019, 58
(27), 9160—-9165.

(14) Zhang, W.; Wang, Y.; Ling, L.; Wang, X,; Chang, H; Li, R;;
Duan, W,; Liu, B. Utilizing Crystals Defects to Boost Metal-Organic
Frameworks Hydrogen Generation Abilities. Microporous Mesoporous
Mater. 2020, 294, No. 109943.

(15) Horiuchi, Y.; Tatewaki, K.; Mine, S.; Kim, T. H.; Lee, S. W.;
Matsuoka, M. Linker Defect Engineering for Effective Reactive Site
Formation in Metal—Organic Framework Photocatalysts with a MIL-
125(Ti) Architecture. J. Catal. 2020, 392, 119—125. )

(16) Cabrero-Antonino, M.; Albero, J.; Garcia-Vallés, C.; Alvaro, M.;
Navaldn, S.; Garcfa, H. Plasma-Induced Defects Enhance the Visible-
Light Photocatalytic Activity of MIL-125(Ti)-NH2 for Overall Water
Splitting. Chem.—Eur. ]. 2020, 26 (67), 15682—15689.

(17) Li, L.; Wang, X. S;; Liu, T. F.; Ye, J. Titanium-Based MOF
Materials: From Crystal Engineering to Photocatalysis. Small Methods
2020, 4 (12), No. 2000486.

(18) Nasalevich, M. A.; Hendon, C. H.; Santaclara, J. G.; Svane, K.;
Van Der Linden, B.; Veber, S. L.; Fedin, M. V.; Houtepen, A. J.; Van
Der Veen, M. A,; Kapteijn, F.; Walsh, A; Gascon, J. Electronic
Origins of Photocatalytic Activity in d0 Metal Organic Frameworks.
Sci. Rep. 2016, 6 (1), No. 23676.

(19) Cui, W.; Shang, J.; Bai, H.; Huy, J.; Xu, D.; Ding, J.; Fan, W.; Shi,
W. In-Situ Implantation of Plasmonic Ag into Metal-Organic
Frameworks for Constructing Efficient Ag/NH2-MIL-125/TiO2
Photoanode. Chem. Eng. J. 2020, 388, No. 124206.

(20) Puthiaraj, P.; Ahn, W. S. Highly Active Palladium Nanoparticles
Immobilized on NH2-MIL-125 as Efficient and Recyclable Catalysts
for Suzuki—Miyaura Cross Coupling Reaction. Catal. Commun. 20185,
65, 91-95.

(21) Sun, D.; Liu, W.; Fu, Y,; Fang, Z.; Sun, F.; Fu, X,; Zhang, Y.; Li,
Z. Noble Metals Can. Have Different Effects on Photocatalysis over
Metal-Organic Frameworks (MOFs): A Case Study on M/NH2-MIL-
125(Ti) (M = Pt and Au). Chem.—Eur. J. 2014, 20 (16), 4780—4788.

(22) Li, Z.; Zi, J.; Luan, X;; Zhong, Y.; Qu, M.; Wang, Y.; Lian, Z.
Localized Surface Plasmon Resonance Promotes Metal—Organic
Framework-Based Photocatalytic Hydrogen Evolution. Adv. Funct.
Mater. 2023, 33, No. 2303069.

(23) Remiro-Buenamanana, S.; Cabrero-Antonino, M.; Martinez-
Guanter, M.; Alvaro, M.; Navalén, S.; Garcia, H. Influence of Co-
Catalysts on the Photocatalytic Activity of MIL-125(Ti)-NH2 in the
Overall Water Splitting. Appl. Catal, B 2019, 254, 677—684.

(24) Kampouri, S; Nguyen, T. N.; Spodaryk, M.; Palgrave, R. G.;
Zittel, A;; Smit, B.; Stylianou, K. C. Concurrent Photocatalytic
Hydrogen Generation and Dye Degradation Using MIL-125-NH2
under Visible Light Irradiation. Adv. Funct. Mater. 2018, 28 (52),
No. 1806368.

(25) Fu, Y,; Yang, H,; Dy, R;; Tu, G,; Xu, C,; Zhang, F.; Fan, M;
Zhu, W. Enhanced Photocatalytic CO2 Reduction over Co-Doped
NH2-MIL-125(Ti) under Visible Light. RSC Adv. 2017, 7 (68),
42819—4282S.

(26) Kampouri, S.; Nguyen, T. N,; Ireland, C. P.; Valizadeh, B;
Ebrahim, F. M,; Capano, G.; Ongari, D.; Mace, A,; Guijarro, N,;
Sivula, K; Sienkiewicz, A.; Forré, L; Smit, B.; Stylianou, K. C.
Photocatalytic Hydrogen Generation from a Visible-Light Responsive
Metal—Organic Framework System: The Impact of Nickel Phosphide
Nanoparticles. . Mater. Chem. A 2018, 6 (6), 2476—2481.

(27) Liu, L.; Corma, A. Metal Catalysts for Heterogeneous Catalysis:
From Single Atoms to Nanoclusters and Nanoparticles. In Chemical
Reviews; American Chemical Society, May 23, 2018; pp 4981—5079
DOI: 10.1021/acs.chemrev.7b00776.

(28) Akinaga, Y.; Kawawaki, T.; Kameko, H.; Yamazaki, Y.;
Yamazaki, K,; Nakayasu, Y.; Kato, K;; Tanaka, Y.; Hanindriyo, A.
T.; Takagi, M.; Shimazaki, T.; Tachikawa, M.; Yamakata, A.; Negishi,
Y. Metal Single-Atom Cocatalyst on Carbon Nitride for the
Photocatalytic Hydrogen Evolution Reaction: Effects of Metal
Species. Adv. Funct. Mater. 2023, 33 (33), No. 2303321.

(29) Xing, J.; Chen, J. F.; Li, Y. H.; Yuan, W. T.; Zhou, Y.; Zheng, L.
R.; Wang, H. F.; Hu, P.; Wang, Y.; Zhao, H. J.; Wang, Y; Yang, H. G.
Stable Isolated Metal Atoms as Active Sites for Photocatalytic
Hydrogen Evolution. Chem.—Eur. J.. 2014, 20 (8), 2138—2144.

(30) Li, Y. H,; Xing, J.; Yang, X. H; Yang, H. G. Cluster Size Effects
of Platinum Oxide as Active Sites in Hydrogen Evolution Reactions.
Chem.—Eur. ]. 2014, 20 (39), 12377—12380.

(31) McCormick, T. M.; Han, Z.; Weinberg, D. J.; Brennessel, W.
W.,; Holland, P. L.; Eisenberg, R. Impact of Ligand Exchange in
Hydrogen Production from Cobaloxime-Containing Photocatalytic
Systems. Inorg. Chem. 2011, 50 (21), 10660—10666.

(32) Dalle, K. E.; Warnan, J.; Leung, J. J.; Reuillard, B.; Karmel, L. S;
Reisner, E. Electro- and Solar-Driven Fuel Synthesis with First Row
Transition Metal Complexes. In Chemical Reviews; American
Chemical Society, February 27, 2019; pp 2752-287S
DOI: 10.1021/acs.chemrev.8b00392.

(33) Meyer, K.; Bashir, S.; Llorca, J.; Idriss, H.; Ranocchiari, M.; van
Bokhoven, J. A. Photocatalyzed Hydrogen Evolution from Water by a

https://doi.org/10.1021/acsami.3c15490
ACS Appl. Mater. Interfaces 2023, 15, 54590—54601


https://eur-lex.europa.eu/legal-content/EN/ALL/?uri=COM:2022:230:FIN#document2
https://eur-lex.europa.eu/legal-content/EN/ALL/?uri=COM:2022:230:FIN#document2
https://eur-lex.europa.eu/legal-content/EN/ALL/?uri=COM:2022:230:FIN#document2
https://doi.org/10.1021/acs.accounts.8b00521?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.accounts.8b00521?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/aenm.201801193
https://doi.org/10.1002/aenm.201801193
https://doi.org/10.1002/aenm.201801193?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/aenm.201801193?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/j.cattod.2018.09.032
https://doi.org/10.1016/j.cattod.2018.09.032
https://doi.org/10.1002/adma.201705634
https://doi.org/10.1002/adma.201705634
https://doi.org/10.1016/j.trechm.2019.06.009
https://doi.org/10.1016/j.trechm.2019.06.009
https://doi.org/10.1002/ange.202000158
https://doi.org/10.1002/ange.202000158
https://doi.org/10.1016/j.apcatb.2018.10.043
https://doi.org/10.1016/j.apcatb.2018.10.043
https://doi.org/10.1016/j.apcatb.2018.10.043
https://doi.org/10.1016/j.apcatb.2018.10.043
https://doi.org/10.1002/smtd.201800164
https://doi.org/10.1002/smtd.201800164
https://doi.org/10.1002/smtd.201800164
https://doi.org/10.1002/smtd.201800164
https://doi.org/10.1002/anie.202104219
https://doi.org/10.1002/anie.202104219
https://doi.org/10.1039/D0TA08009H
https://doi.org/10.1039/D0TA08009H
https://doi.org/10.1039/D0TA08009H
https://doi.org/10.1021/ja405350u?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ja405350u?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/anie.201904347
https://doi.org/10.1002/anie.201904347
https://doi.org/10.1002/anie.201904347
https://doi.org/10.1016/j.micromeso.2019.109943
https://doi.org/10.1016/j.micromeso.2019.109943
https://doi.org/10.1016/j.jcat.2020.09.017
https://doi.org/10.1016/j.jcat.2020.09.017
https://doi.org/10.1016/j.jcat.2020.09.017
https://doi.org/10.1002/CHEM.202003763
https://doi.org/10.1002/CHEM.202003763
https://doi.org/10.1002/CHEM.202003763
https://doi.org/10.1002/smtd.202000486
https://doi.org/10.1002/smtd.202000486
https://doi.org/10.1038/srep23676
https://doi.org/10.1038/srep23676
https://doi.org/10.1016/j.cej.2020.124206
https://doi.org/10.1016/j.cej.2020.124206
https://doi.org/10.1016/j.cej.2020.124206
https://doi.org/10.1016/j.catcom.2015.02.017
https://doi.org/10.1016/j.catcom.2015.02.017
https://doi.org/10.1016/j.catcom.2015.02.017
https://doi.org/10.1002/chem.201304067
https://doi.org/10.1002/chem.201304067
https://doi.org/10.1002/chem.201304067
https://doi.org/10.1002/adfm.202303069
https://doi.org/10.1002/adfm.202303069
https://doi.org/10.1016/j.apcatb.2019.05.027
https://doi.org/10.1016/j.apcatb.2019.05.027
https://doi.org/10.1016/j.apcatb.2019.05.027
https://doi.org/10.1002/adfm.201806368
https://doi.org/10.1002/adfm.201806368
https://doi.org/10.1002/adfm.201806368
https://doi.org/10.1039/C7RA06324E
https://doi.org/10.1039/C7RA06324E
https://doi.org/10.1039/C7TA10225A
https://doi.org/10.1039/C7TA10225A
https://doi.org/10.1039/C7TA10225A
https://doi.org/10.1021/acs.chemrev.7b00776?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemrev.7b00776?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemrev.7b00776?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/adfm.202303321
https://doi.org/10.1002/adfm.202303321
https://doi.org/10.1002/adfm.202303321
https://doi.org/10.1002/CHEM.201303366
https://doi.org/10.1002/CHEM.201303366
https://doi.org/10.1002/CHEM.201402989
https://doi.org/10.1002/CHEM.201402989
https://doi.org/10.1021/ic2010166?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ic2010166?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ic2010166?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemrev.8b00392?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemrev.8b00392?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemrev.8b00392?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/CHEM.201601988
www.acsami.org?ref=pdf
https://doi.org/10.1021/acsami.3c15490?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

ACS Applied Materials & Interfaces

Research Article

www.acsami.org

Composite Catalyst of NH2-MIL-125(Ti) and Surface Nickel(II)
Species. Chem. — Eur. J. 2016, 22 (39), 13894—13899.

(34) Chen, X; Xiao, S,; Wang, H.,; Wang, W.; Cai, Y.; Li, G.; Qiao,
M,; Zhu, J; Li, H,; Zhang, D.; Lu, Y. MOFs Conferred with Transient
Metal Centers for Enhanced Photocatalytic Activity. Angew. Chem.,
Int. Ed. 2020, 59 (39), 17182—17186.

(35) Pi, Y,; Feng, X,; Song, Y,; Xu, Z.; Li, Z.; Lin, W. Metal-Organic
Frameworks Integrate Cu Photosensitizers and Secondary Building
Unit-Supported Fe Catalysts for Photocatalytic Hydrogen Evolution.
J. Am. Chem. Soc. 2020, 142 (23), 10302—10307.

(36) Chen, J.; Sit, P. H. L. Density Functional Theory and Car-
Parrinello Molecular Dynamics Study of the Hydrogen-Producing
Mechanism of the Co(DmgBF2)2 and Co(DmgH)2 Cobaloxime
Complexes in Acetonitrile-Water Solvent. J. Phys. Chem. A 2017, 121
(18), 3515—3525.

(37) Nasalevich, M. A.; Becker, R; Ramos-Fernandez, E. V.;
Castellanos, S.; Veber, S. L.; Fedin, M. V.; Kapteijn, F.; Reek, J. N. H.;
Van Der Vlugt, J. I; Gascon, J. Co@NH2-MIL-125(Ti): Cobaloxime-
Derived Metal-Organic Framework-Based Composite for Light-
Driven H2 Production. Energy Environ. Sci. 2015, 8 (1), 364—375.

(38) Li, Z; Xiao, J. D; Jiang, H. L. Encapsulating a Co(II)
Molecular Photocatalyst in Metal-Organic Framework for Visible-
Light-Driven H2 Production: Boosting Catalytic Efficiency via Spatial
Charge Separation. ACS Catal. 2016, 6 (8), 5359—536S.

(39) Luo, S.; Liu, X.; Wei, X; Fu, M,; Lu, P;; Li, X; Jia, Y.; Ren, Q.;
He, Y. Noble-Metal-Free Cobaloxime Coupled with Metal-Organic
Frameworks NH2-MIL-125: A Novel Bifunctional Photocatalyst for
Photocatalytic NO Removal and H2 Evolution under Visible Light
Irradiation. J. Hazard. Mater. 2020, 399, No. 122824.

(40) Iglesias-Juez, A.; Castellanos, S.; Monte, M.; Agostini, G.;
Osadchii, D.; Nasalevich, M. A,; Santaclara, J. G.; Olivos Suarez, A. L;
Veber, S. L.; Fedin, M. V.; Gascén, J. Illuminating the Nature and
Behavior of the Active Center: The Key for Photocatalytic H2
Production in Co@NH2-MIL-125(Ti). J. Mater. Chem. A 2018, 6
(36), 17318—17322.

(41) Roy, S.; Huang, Z.; Bhunia, A.; Castner, A.; Gupta, A. K; Zou,
X,; Ott, S. Electrocatalytic Hydrogen Evolution from a Cobaloxime-
Based Metal-Organic Framework Thin Film. J. Am. Chem. Soc. 2019,
141 (40), 15942—15950.

(42) Ji, P.; Song, Y.; Drake, T.; Veroneau, S. S.; Lin, Z.; Pan, X.; Lin,
W. Titanium(III)-Oxo Clusters in a Metal-Organic Framework
Support Single-Site Co(II)-Hydride Catalysts for Arene Hydro-
genation. J. Am. Chem. Soc. 2018, 140 (1), 433—440.

(43) Ji, P.; Manna, K; Lin, Z.; Urban, A.; Greene, F. X;; Lan, G.; Lin,
W. Single-Site Cobalt Catalysts at New Zr8(M2-0)8(M2-OH)4
Metal-Organic Framework Nodes for Highly Active Hydrogenation of
Alkenes, Imines, Carbonyls, and Heterocycles. J. Am. Chem. Soc. 2016,
138 (37), 12234—12242.

(44) Newar, R;; Begum, W.; Antil, N.; Shukla, S.; Kumar, A.; Akhtar,
N.; Balendra; Manna, K. Single-Site Cobalt-Catalyst Ligated with
Pyridylimine-Functionalized Metal-Organic Frameworks for Arene
and Benzylic Borylation. Inorg. Chem. 2020, 59 (15), 10473—10481.

(45) Osterrieth, J. W. M.; Rampersad, J.; Madden, D.; Rampal, N;
Skoric, L.; Connolly, B.; Allendorf, M. D.; Stavila, V.; Snider, J. L,;
Ameloot, R;; Marreiros, J.; Ania, C.; Azevedo, D.; Vilarrasa-Garcia, E.;
Santos, B. F,; Bu, X. H,; Chang, Z.; Bunzen, H,; Champness, N. R;
Griffin, S. L.; Chen, B.; Lin, R. B.; Coasne, B.; Cohen, S.; Moreton, J.
C.; Coldn, Y. J.; Chen, L.; Clowes, R.; Coudert, F. X; Cui, Y.; Hou,
B.; D’Alessandro, D. M.; Doheny, P. W.; Dinca, M.; Sun, C.; Doonan,
C.; Huxley, M. T.; Evans, J. D.; Falcaro, P.; Ricco, R; Farha, O,
Idrees, K. B.; Islamoglu, T.; Feng, P.; Yang, H.; Forgan, R. S.; Bara,
D.; Furukawa, S.; Sanchez, E.; Gascon, J.; Telalovic, S.; Ghosh, S. K;
Mukherjee, S; Hill, M. R,; Sadig, M. M.; Horcajada, P.; Salcedo-
Abraira, P.; Kaneko, K.; Kukobat, R.; Kenvin, J.; Keskin, S.; Kitagawa,
S.; Otake, K. ichi; Lively, R. P.; DeWitt, S. J. A.; Llewellyn, P.; Lotsch,
B. V,; Emmerling, S. T.; Piitz, A. M.; Marti-Gastaldo, C.; Padial, N.
M.; Garcia-Martinez, J.; Linares, N.; Maspoch, D.; Sudrez del Pino, J.
A.; Moghadam, P.; Oktavian, R,; Morris, R. E.; Wheatley, P. S,;
Navarro, J.; Petit, C.; Danaci, D.; Rosseinsky, M. J.; Katsoulidis, A. P.;

Schréder, M.; Han, X,; Yang, S.; Serre, C.; Mouchaham, G.; Sholl, D.
S.; Thyagarajan, R.; Siderius, D.; Snurr, R. Q; Goncalves, R. B,;
Telfer, S.; Lee, S. J.; Ting, V. P.; Rowlandson, J. L.; Uemura, T.;
Tiyuka, T.; van der Veen, M. A.; Rega, D.; Van Speybroeck, V.; Rogge,
S. M. J.; Lamaire, A.; Walton, K. S.; Bingel, L. W.; Wuttke, S.; Andreo,
J.; Yaghi, O.; Zhang, B.; Yavuz, C. T.; Nguyen, T. S.; Zamora, F;
Montoro, C.; Zhou, H.; Kirchon, A.; Fairen-Jimenez, D. How
Reproducible Are Surface Areas Calculated from the BET Equation?
Adv. Mater. 2022, 34 (27), No. 2201502.

(46) Smolentsev, G.; Guda, A.; Zhang, X.; Haldrup, K.; Andreiadis,
E. S.; Chavarot-Kerlidou, M.; Canton, S. E.; Nachtegaal, M.; Artero,
V.; Sundstrom, V. Pump-Flow-Probe x-Ray Absorption Spectroscopy
as a Tool for Studying Aintermediate States of Photocatalytic
Systems. J. Phys. Chem. C 2013, 117 (34), 17367—17375.

(47) Newville, M. Larch: An Analysis Package for XAFS and Related
Spectroscopies. J. Phys. Conf. Ser. 2013, 430 (1), No. 012007.

(48) Larch — xraylarch 0.9.66 documentation, https://xraypy.github.
io/xraylarch/ (accessed January 24, 2023).

(49) Capano, G.; Ambrosio, F.; Kampouri, S.; Stylianou, K. C;
Pasquarello, A.; Smit, B. On the Electronic and Optical Properties of
Metal-Organic Frameworks: Case Study of MIL-12S and MIL-125-
NH2. J. Phys. Chem. C 2020, 124 (7), 4065—4072.

(50) Walsh, A,; Catlow, C. R. A. Photostimulated Reduction
Processes in a Titania Hybrid Metal—Organic Framework. Chem-
PhysChem 2010, 11 (11), 2341—2344.

(51) Thi, H.-T. N.; Thi, K-N. T.; Hoang, N. B,; Tran, B. T.; Do, T.
S.; Phung, C. S.; Thi, K--O. N. Enhanced Degradation of Rhodamine
B by Metallic Organic Frameworks Based on NH2-MIL-125(Ti)
under Visible Light. Materials 2021, 14 (24), No. 7741.

(52) Solis, R. R; Gémez-Avilés, A,; Belver, C.; Rodriguez, J. J;
Bedia, J. Microwave-Assisted Synthesis of NH2-MIL-125(Ti) for the
Solar Photocatalytic Degradation of Aqueous Emerging Pollutants in
Batch and Continuous Tests. J. Environ. Chem. Eng. 2021, 9 (S),
No. 106230.

(53) Bai, Y;; Liu, C; Chen, T.; Li, W.; Zheng, S.; Pi, Y.; Luo, Y,;
Pang, H. MXene-Copper/Cobalt Hybrids via Lewis Acidic Molten
Salts Etching for High Performance Symmetric Supercapacitors.
Angew. Chem., Int. Ed. 2021, 60 (48), 25318—25322.

(54) Schwartz, V.; Prins, R; Wang, X; Sachtler, W. M. H.
Characterization by EXAFS of Co/MFI Catalysts Prepared by
Sublimation. J. Phys. Chem. B 2002, 106 (29), 7210—7217.

(55) Wang, L.; Wang, C. Co Speciation in Blue Decorations of Blue-
and-White Porcelains from Jingdezhen Kiln by Using XAFS
Spectroscopy. J. Anal. At. Spectrom. 2011, 26 (9), 1796—1801.

(56) Uchikoshi, M.; Shinoda, K. Determination of Structures of
Cobalt(II)-Chloro Complexes in Hydrochloric Acid Solutions by X-
Ray Absorption Spectroscopy at 298 K. Struct Chem. 2019, 30 (3),
945—-954.

(57) Moonshiram, D.; Gimbert-Surifiach, C.; Guda, A.; Picon, A,;
Lehmann, C. S.; Zhang, X; Doumy, G.; March, A. M,; Benet-
Buchholz, J.; Soldatov, A.; Llobet, A.; Southworth, S. H. Tracking the
Structural and Electronic Configurations of a Cobalt Proton
Reduction Catalyst in Water. J. Am. Chem. Soc. 2016, 138 (33),
10586—10596.

(58) Smolentsev, G.; Soldatov, M. A.; Probst, B.; Bachmann, C.;
Azzaroli, N.; Alberto, R,; Nachtegaal, M.; van Bokhoven, J. A.
Structure of the Col Intermediate of a Cobalt Pentapyridyl Catalyst
for Hydrogen Evolution Revealed by Time-Resolved X-Ray Spec-
troscopy. ChemSusChem 2018, 11 (18), 3087—3091.

(59) Smolentsev, G.; Cecconi, B.; Guda, A.; Chavarot-Kerlidou, M.;
Van Bokhoven, J. A;; Nachtegaal, M.; Artero, V. Microsecond X-Ray
Absorption Spectroscopy Identification of Col Intermediates in
Cobaloxime-Catalyzed Hydrogen Evolution. Chem.—Eur. J. 2018,
21 (43), 15158—15162.

(60) Li, Z. J.; Zhan, F.; Xiao, H.; Zhang, X.; Kong, Q. Y.; Fan, X. B;
Liu, W. Q;; Huang, M. Y.; Huang, C,; Gao, Y. J; Li, X. B.; Meng, Q.
Y.; Feng, K; Chen, B.; Tung, C. H,; Zhao, H. F.; Tao, Y,; Wu, L. Z.
Tracking Co(I) Intermediate in Operando in Photocatalytic Hydro-

https://doi.org/10.1021/acsami.3c15490
ACS Appl. Mater. Interfaces 2023, 15, 54590—54601


https://doi.org/10.1002/CHEM.201601988
https://doi.org/10.1002/CHEM.201601988
https://doi.org/10.1002/anie.202002375
https://doi.org/10.1002/anie.202002375
https://doi.org/10.1021/jacs.0c03906?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.0c03906?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.0c03906?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpca.7b00163?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpca.7b00163?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpca.7b00163?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpca.7b00163?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1039/C4EE02853H
https://doi.org/10.1039/C4EE02853H
https://doi.org/10.1039/C4EE02853H
https://doi.org/10.1021/acscatal.6b01293?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acscatal.6b01293?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acscatal.6b01293?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acscatal.6b01293?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/j.jhazmat.2020.122824
https://doi.org/10.1016/j.jhazmat.2020.122824
https://doi.org/10.1016/j.jhazmat.2020.122824
https://doi.org/10.1016/j.jhazmat.2020.122824
https://doi.org/10.1039/C8TA05735D
https://doi.org/10.1039/C8TA05735D
https://doi.org/10.1039/C8TA05735D
https://doi.org/10.1021/jacs.9b07084?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.9b07084?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.7b11241?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.7b11241?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.7b11241?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.6b06759?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.6b06759?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.6b06759?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.inorgchem.0c00747?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.inorgchem.0c00747?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.inorgchem.0c00747?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/adma.202201502
https://doi.org/10.1002/adma.202201502
https://doi.org/10.1021/jp4010554?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jp4010554?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jp4010554?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1088/1742-6596/430/1/012007
https://doi.org/10.1088/1742-6596/430/1/012007
https://xraypy.github.io/xraylarch/
https://xraypy.github.io/xraylarch/
https://doi.org/10.1021/acs.jpcc.9b09453?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpcc.9b09453?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpcc.9b09453?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/cphc.201000306
https://doi.org/10.1002/cphc.201000306
https://doi.org/10.3390/MA14247741
https://doi.org/10.3390/MA14247741
https://doi.org/10.3390/MA14247741
https://doi.org/10.1016/j.jece.2021.106230
https://doi.org/10.1016/j.jece.2021.106230
https://doi.org/10.1016/j.jece.2021.106230
https://doi.org/10.1002/anie.202112381
https://doi.org/10.1002/anie.202112381
https://doi.org/10.1021/jp020870y?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jp020870y?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1039/c0ja00240b
https://doi.org/10.1039/c0ja00240b
https://doi.org/10.1039/c0ja00240b
https://doi.org/10.1007/s11224-018-1245-7
https://doi.org/10.1007/s11224-018-1245-7
https://doi.org/10.1007/s11224-018-1245-7
https://doi.org/10.1021/jacs.6b05680?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.6b05680?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.6b05680?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/cssc.201801140
https://doi.org/10.1002/cssc.201801140
https://doi.org/10.1002/cssc.201801140
https://doi.org/10.1002/chem.201502900
https://doi.org/10.1002/chem.201502900
https://doi.org/10.1002/chem.201502900
https://doi.org/10.1021/acs.jpclett.6b02479?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
www.acsami.org?ref=pdf
https://doi.org/10.1021/acsami.3c15490?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

ACS Applied Materials & Interfaces

www.acsami.org

Research Article

gen Evolution by X-Ray Transient Absorption Spectroscopy and DFT
Calculation. J. Phys. Chem. Lett. 2016, 7 (24), 5253—5258.

(61) Chan, S. L. F,; Lam, T. L,; Yang, C.; Yan, S. C.; Cheng, N. M. A
Robust and Efficient Cobalt Molecular Catalyst for CO2 Reduction.
Chem. Commun. 2015, 51 (37), 7799—7801.

(62) Chen, J; Sit, P. H. L. Ab Initio Study of Ligand Dissociation/
Exchange and the Hydrogen Production Process of the Co(DmgH)-
2(Py)Cl Cobaloxime in the Acetonitrile-Water Solvent. Catal. Today
2018, 314, 179—186.

(63) Popescuy, S. C.; Thomson, S.; Howe, R. F. Microspectroscopic
Studies of Template Interactions in AIPO4—5 and SAPO-S Crystals.
Phys. Chem. Chem. Phys. 2001, 3 (1), 111—118.

(64) Titova, T. L; Kosheleva, L. S. IR Spectroscopic Study of
Silica—Triethylamine Interaction. Colloids Surf. 1992, 63 (1-2), 97—
101.

(65) Baker, C.; Gole, J. L.; Brauer, J.; Graham, S.; Hu, J.; Kenvin, J.;
D’Amico, A. D.; White, M. G. Activity of Titania and Zeolite Samples
Dosed with Triethylamine. Microporous Mesoporous Mater. 2016, 220,
44-57.

(66) Huang, A.; Cao, L.; Chen, J.; Spiess, F. J.; Suib, S. L.; Obee, T.
N; Hay, S. O.; Freihaut, J. D. Photocatalytic Degradation of
Triethylamine on Titanium Oxide Thin Films. J. Catal. 1999, 188
(1), 40—47.

(67) Wang, J.; Cherevan, A. S.; Hannecart, C.; Naghdi, S.; Nandan,
S. P; Gupta, T.; Eder, D. Ti-Based MOFs: New Insights on the
Impact of Ligand Composition and Hole Scavengers on Stability,
Charge Separation and Photocatalytic Hydrogen Evolution. Appl.
Catal, B 2021, 283, No. 119626.

(68) Kavun, V.; Van der Linden, B.; Canossa, S.; Goryachev, A.; Bos,
E. E,; et al. Dataset from ‘Promoting Photocatalytic Activity of NH2-
MIL-125(Ti) for H2 Evolution Reaction through Creation of Tilll
and Col Based Proton Reduction Sites’. 4TU.ResearchData, 2023.

54601

https://doi.org/10.1021/acsami.3c15490
ACS Appl. Mater. Interfaces 2023, 15, 54590—54601


https://doi.org/10.1021/acs.jpclett.6b02479?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpclett.6b02479?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1039/C5CC00566C
https://doi.org/10.1039/C5CC00566C
https://doi.org/10.1016/j.cattod.2018.03.058
https://doi.org/10.1016/j.cattod.2018.03.058
https://doi.org/10.1016/j.cattod.2018.03.058
https://doi.org/10.1039/b003224g
https://doi.org/10.1039/b003224g
https://doi.org/10.1016/0166-6622(92)80075-D
https://doi.org/10.1016/0166-6622(92)80075-D
https://doi.org/10.1016/j.micromeso.2015.08.022
https://doi.org/10.1016/j.micromeso.2015.08.022
https://doi.org/10.1006/jcat.1999.2617
https://doi.org/10.1006/jcat.1999.2617
https://doi.org/10.1016/j.apcatb.2020.119626
https://doi.org/10.1016/j.apcatb.2020.119626
https://doi.org/10.1016/j.apcatb.2020.119626
www.acsami.org?ref=pdf
https://doi.org/10.1021/acsami.3c15490?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

