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ABSTRACT: An effective visible-light-promoted iridium(III)-
catalyzed hydrogen production from N-heterocycles is described.
A single iridium complex constitutes the photocatalytic system
playing a dual task, harvesting visible-light and facilitating C−H
cleavage and H2 formation at room temperature and without
additives. The presence of a chelating C−N ligand combining a
mesoionic carbene ligand along with an amido functionality in the
IrIII complex is essential to attain the photocatalytic transformation.
Furthermore, the IrIII complex is also an efficient catalyst for the
thermal reverse process under mild conditions, positioning itself as
a proficient candidate for liquid organic hydrogen carrier
technologies (LOHCs). Mechanistic studies support a light-
induced formation of H2 from the Ir−H intermediate as the operating mode of the iridium complex.
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■ INTRODUCTION

The catalytic (de)hydrogenation of N-heterocycles involving
H2 is a fundamental organic transformation being present in
the manufacturing of multistep synthesis of drugs and
biologically relevant molecules.1−4 Notably, the use of N-
heterocycles has recently gained considerable attention for
storage of hydrogen as liquid organic hydrogen carrier
(LOHC) which is based on catalytic (de)hydrogenations of
organic substrates.5−8 Still, development of efficient catalysts
for hydrogen-storage has proven challenging, being subjected
to fulfill a series of technical and practical prerequisites to
become a disruptive technology.9−13 One of the most
constraining factors is the temperature at which the hydrogen
is recovered from the organic carrier (90−300 °C).14,15

Thermodynamically, dehydrogenation of organic molecules
to release H2 is an uphill process requiring high temper-
atures.16,17 To overcome this energetic barrier, the use of
visible light (400−700 nm) has emerged as a valuable and
cleaner alternative.18−20 Specially, because photon energies
exhibit values superior or within the range of those energy
barriers found for many catalyzed reactions thermally activated.
Therefore, many efforts have been directed to provide viable
alternatives. For instance, Baskar et al. described an efficient
cobalt-based homogeneous water soluble photoredox catalyst
(PC) for the oxidative dehydrogenation of tetrahydroquino-
lines (THQs) affording the corresponding quinolines (Qs) and
hydrogen peroxide under mild conditions (Figure 1a).21 In this
case, the metal complex CoPc(SO3Na)4 (Pc = phthalocyanine)
acts as a photocatalyst (PC) absorbing visible light, inducing a

single electron transfer process, which is accountable for the
success of the reaction. Yet, the use of O2 as an oxidant
precludes the formation of H2. In contrast, Kanai et al.
reported acceptorless photodehydrogenation of N-heterocycles
using a hybrid catalyst comprising an acridinium photoredox
and a palladium metal catalyst.22 In parallel, the groups of Li
and Balaraman have recently reported the acceptorless
dehydrogenation of N-heterocycles using visible-light catalyzed
by an efficient sophisticated photoredox catalytic system
comprising a ruthenium-based photosensitizer [Ru(bpy)3]

2+

and a cobalt complex [Co(dmgH)2PyCl] (dmgH =
dimethylglyoximate) (Figure 1b). Besides that, the system
reported by Li and co-workers includes an additional dinuclear
iridium catalyst [{Ir(Cp*)(Cl)}2(thbpym)] bearing (thbpym
= 4,4′,6,6′-tetrahydroxy-2,2′-bipyrimidine) as a bridging ligand
to efficiently catalyze the reverse process (i.e., hydrogenation of
N-heterocycles).23−25 Notably, the availability of a reversible
dehydrogenation−hydrogenation process was used to prove
the great potential of this strategy in future applications for H2
storage materials. Nevertheless, further improvements such as
finding a single catalyst capable of carrying out both
transformations are highly desirable.26−30
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In this context, visible-light-induced catalysis, where a single
metal complex absorbs visible light and contributes to the
bond breaking/bond forming process has merged as an
alternative to classic photoredox catalysts.31−34 For instance,
Pitman and Miller recently reported the light-triggered formic
acid dehydrogenation catalyzed by [Cp*Ir(bpy)(Cl)]Cl (bpy
= 2,2′-bipyridine),35 whereas Chirik et al. described the photo-
induced hydrogenation and hydrogen atom transfer of weak
chemical bonds using iridium hydride species.36,37 Likewise,
Basle ́ et al. unveiled a single Rh(I) complex bearing an N-
heterocyclic carbene ligand (NHC), which efficiently catalyzes
the visible-light-promoted regioselective borylation of aromatic
C−H bonds.38 The key to the success for the latest was the
chelating nature of the NHC-carboxylate ligand conferring
stability to the metal complex and delivering exceptional
photocatalytic activities. With regards to (de)hydrogenation of
N-heterocycles, despite great strides in the field, to the best of
our knowledge, the availability of a single catalyst capable of
releasing H2 from N-heterocycles at low temperatures has not
yet been uncovered. Founded on these precedents, our
experience on the use of NHCs and mesoionic triazolylidenes
as ancillary ligands (MICs), and its application for transition
metal-based catalytic hydrogen generation,39−42 we hypothe-
sized that a single MIC−IrIII having an MIC-amido ligand
could possibly be used for visible light-assisted dehydrogen-
ation reactions. Herein, in this work, we report the acceptorless
photodehydrogenation of N-heterocycles at room temperature
promoted by visible-light using a single MIC−IrIII complex
catalyst without additives. In addition, the same iridium(III)
complex is an efficient catalyst toward the reverse reaction
carried out thermally under mild conditions (Figure 1c).

■ RESULTS AND DISCUSSION
We initiated our studies by preparing iridium complexes with a
chelating MIC ligand. The precursor 1,3-dimesityl-1H-1,2,3-
triazolium ligand salt [H2L]PF6 bearing a pendant amide
functional group was obtained by the cycloaddition of N-

phenylpropiolamide and 1,3-bis(2,4,6-trimethylphenyl)triaz-1-
ene (Scheme 1).43,44 The neutral MIC−IrIII complex I

containing a tethered amido-MIC ligand was obtained in a
95% yield as a brown-orange solid from a one-pot reaction via
transmetallation from the silver derivative and [IrCp*Cl2]2 in
the presence of tetramethylammonium chloride as the halide
source. The coordination of the iridium center to the organic
fragment was confirmed by the absence of the two acidic
protons of the ligand salt in the 1H NMR at 9.29 and 9.71
ppm. The synthesis of the related cationic MIC−IrIII complex
II was accomplished by using silver triflate as halide abstraction
in a dichloromethane/acetonitrile mixture (15:2). Complex II
was isolated as a brown solid in 76% yield. All the compounds
were fully characterized by 1H and 13C NMR spectroscopy and
HR-MS spectrometry and the photochemical properties were
analyzed by visible light absorption (Supporting Information).
The UV−vis spectra for complexes I and II were registered in
methanol, and an absorption band was observed at 365 nm.
The cationic complex II exhibited higher absorbance than the
neutral derivative I. Notably, albeit a solution of MIC−IrIII
complex II does not absorb strongly at wavelengths greater
than 400 nm, there is an overlap between its absorption
spectrum and the emission spectrum of the blue-LED light
source (Figure S25).
We continued our studies by exploring the feasibility of

conducting the visible-light-induced catalytic dehydrogenation
of diverse N-heterocycles using MIC−IrIII complexes (I and
II) under different reaction conditions (Table 1). Blank
experiments using 1,2,3,4-tetrahydroquinoline (THQ) or 8-
methyl-THQ as substrates either in toluene or methanol
irradiated with 2 × 50 W blue LEDs (λmax = 455 nm) for 18 h
in the absence of MIC−IrIII complexes did not proceed
(entries 1−4). In contrast, when the reaction was performed
under the same reaction conditions but in the presence of
complex I (2.0 mol %), dehydrogenated products, quinoline
and 6-MeO-THQ, were observed in a low 8 and 35% yields,
respectively (entries 5 and 6). Interestingly, when MIC−Ir
complex II was used instead, the dehydrogenated products
were obtained in 73 and 80% yields, respectively (entries 7 and
8). The use of non-polar solvents, such as toluene, had a
detrimental effect in the dehydrogenation of THQs and lower
yields were obtained (entries 9 and 10). In view of these
results, methanol and complex II were selected as a suitable
combination for the light-induced dehydrogenation of THQs.
Nevertheless, independently of the solvent used, the accept-
orless photodehydrogenation process requires a complete
exclusion of air from the reaction vessel and solvents. We
did not observe product formation or in low yields when the
photodehydrogenation was performed under air or using non-
deoxygenated solvents. For this reason, solvents were
deoxygenated by saturation with nitrogen gas using the
freeze−pump−thaw methodology. The light-promoted cata-
lytic dehydrogenation of THQ produces quinoline (Q)

Figure 1. Sketch illustrating the concept of a single iridium catalyst in
photodehydrogenation and thermal hydrogenation of N-heterocycles.

Scheme 1. Synthesis of MIC−IrIII Complexes I and II
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without additives at room temperature with the concomitant
release of two molecules of H2. The presence of molecular
hydrogen was qualitatively confirmed using a mass spectrom-
eter (Figure S18). Acceptorless dehydrogenation of N-
heterocycles is an uphill process and requires the removal of
H2 from the reaction media to proceed efficiently. Con-
sequently, acceptorless dehydrogenation reactions are very
sensitive to pressure variations; in fact, the reaction does not
evolve when carried out in a closed system. These experiments
support an acceptorless pathway rather than an aerobic
oxidation for the photodehydrogenation of N-heterocycles
using MIC−IrIII complexes. To find the optimal reaction
conditions, we also tested the influence of the incident light. As
a control experiment, when the reaction was carried in the

dark, no product was formed, confirming the need of visible
light for the reaction to proceed (entries 11 and 12). On the
contrary, the yield of the reaction increased to 89% (ethanol)
or 95% (methanol) when a light source of blue LEDs (λmax =
455 nm) was used as the light source (entries 13 and 14).
Attempts to use a less energetic light source, green LEDs (λmax
= 529 nm) or red LEDs (λmax = 635 nm), resulted detrimental
to the performance of the photocatalytic system and low yields
of dehydrogenated products were obtained (entries 15 and
16). Similarly, while 2-methylindoline could be dehydrogen-
ated affording 2-methylindole in 95% yield using blue LED
irradiation, green light produced less than 5% of the product
(entries 17 and 18). Photocatalytic dehydrogenation of N-
heterocycles under different conditions highlighted the
importance of blue light irradiation, methanol as solvent, and
the presence of a labile ligand in the coordination sphere of the
MIC−IrIII complex.
Next, we investigated the substrate scope and limitations

(Table 2). The MIC−IrIII complex II acts as an efficient
catalyst in the dehydrogenation of six- and five-membered ring
N-heterocycles. Importantly, dehydrogenation occurs at room
temperature induced by blue LED irradiation. In fact, the
reaction did not proceed when dehydrogenation of these
substrates was tested in the dark. It is of particular interest that
no additives (bases, photosensitizers, initiators, etc.) are
required in the dehydrogenation, increasing the atom efficiency
and the E-factor of this photocatalytic transformation versus
traditional systems. Many photocatalytic transformations
recently described induce the activation of inert bonds, but
the number of additives hampers the sustainability of the
process. In the present study, a variety of N-heterocycles with
different substituents are photodehydrogenated in quantitative
yields with the only presence of complex II. N-Heterocycles
such as THQ or substituted THQ with one electron-donating
group (compounds 1H−5H) can be converted into the related
dehydrogenated derivatives with the concomitant formation of
H2 in high yields that range from 90−70%. In contrast, the
light-promoted iridium-catalyzed dehydrogenation is less
favorable for those substrates containing electron-withdrawing
groups. For instance, halogen-containing substrates 6H and
7H produced the corresponding derivatives 6D and 7D in low
24 and 25% yields, respectively. The presence of a strong
electron-withdrawing nitro group, 8H, completely hampers the
reaction. In the case of N-heterocycles containing five-
membered groups (indole derivatives), they are easily
dehydrogenated under these conditions (compounds 9D and
10D), although only one equivalent of H2 is produced. The
photodehydrogenation of tetrahydroquinoxalines with different
substitutions at C2 or C3 positions provided full conversion,
although with low yields most probably due to ring opening
decomposition reactions. For instance, tetrahydroquinoxaline
11H provided 89% conversion but only 33% yield. The use of
tetrahydroisoquinolines as substrates provided low yields with
only one equivalent of H2 at the NH−C(2)H position
(compounds 12−14).
After establishing the optimal reaction conditions and the

scope/limitations in photodehydrogenation of N-heterocycles,
we evaluated the structure and ligand influence of iridium
complexes. For comparison purposes, the performance of a
series of neutral and cationic iridium(III) complexes bearing
either chelating C−N (complexes I−II), N−N (complex III−
V),45−47 or monodentate carbon-based ligands (complexes
VI−VIII)48−50 was evaluated in the blue-LED-promoted

Table 1. Optimization of Reaction Conditions in the
Photodehydrogenation of N-Heterocyclesa

aReaction conditions: anaerobic conditions under nitrogen, substrate
(0.2 mmol), catalyst, solvent (2 mL, dry and deoxygenated), LED
irradiation for 18 h at room temperature. Product formation (yield)
obtained by GC/FID using 1,3,5-trimethoxybenzene as an internal
standard.
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catalytic dehydrogenation of THQ (1H) (Figure 2). Among
them, complex MIC−IrIII II, featuring a mesoionic triazolyli-
dene (MIC) with an amido functionality resulted the most
efficient catalyst affording quantitative yields. We observed that
the presence of a labile ligand such as acetonitrile favors the
dehydrogenation process. For instance, the analogous complex
I, containing a stronger coordinating ligand (Cl−), affords a
modest 8% yield under the same reaction conditions. A similar
trend but with lower yields was observed for the neutral and
the cationic iridium analogues (complexes III and IV) where
the carbene unit is replaced by a pyridine. Most probably, the
more coordinating chloride ligand and the mild reactions
conditions impedes the generation of a vacant coordination
site capable of interacting with the THQ. Strikingly, the
cationic iridium complex V containing a bipyridine ligand,
displayed low activity in dehydrogenation of THQ. This fact is
especially relevant because the metal complex has been

successfully employed for the light-promoted dehydrogenation
of formic acid.35 The performance of V in the presence of
AgOTf (2 equiv) used as chloride abstractor to generate an
accessible coordination site was also assessed. Still, it did not
provide any significant improvement in the photocatalytic
dehydrogenation of THQ and a 14% yield of quinoline was
obtained. On the other hand, complexes VI−VII having a
monodentate MIC or NHC ligand lacking the amido
functionality exhibited individually poor activity, 8 and 9%
yield, respectively. These complexes do not require the
addition of a halide abstractor for generating a vacant
coordination site under polar solvents due to a solvolysis
equilibrium as we have previously observed.51,52 Finally, the
NHC−IrIII derivative VIII bearing a monodentate NHC and a
chelating C−N ligand resulted completely inactive. From this
survey, it can be stated that subtle changes in the ligand
framework have a significant impact in the photocatalytic
dehydrogenation reaction. The combination of a labile
acetonitrile ligand with a bidentate ligand containing and
amido functionality provides the best catalytic system in
photodehydrogenation of N-heterocycles (complexes II and
IV). Our observations are supported by recent stoichiometric
hydride transfer studies carried out by Do et al. using hydride
derivatives of complex III resulting more efficient hydride
donors compared to structurally related Cp*Ir complexes,
although the origin of this reactivity may also stem from the
amidate functionality.53 At this stage, we do not discard a
similar behavior or even the participation of the mesoionic
carbene ligand as it has been previously observed as a result of
its non-innocent character.54,55

Inspired by the results obtained in photodehydrogenation of
THQs and the structural properties of iridium complexes, we
performed a set of experiments intrigued about the operating
mode of MIC-IrIII complex II. First, we analyzed the catalytic
reaction profiles and selectivity of photodehydrogenations
(Figures S11−S17). The reaction profiles are characteristic of a
catalytic process that occurs without an induction period and
without catalyst deactivation. These results support the
stability of catalyst II under photocatalytic conditions at least

Table 2. Photocatalytic Activity of Iridium Complex II in
Dehydrogenation of N-Heterocyclesa

aReaction conditions: substrate (0.2 mmol), complex II (2.0 mol %),
methanol (2 mL), and blue LEDs (455 nm) at room temperature for
18 h. Reaction yield (product formation) obtained by GC/FID using
hexadecane as an internal standard. In parenthesis isolated yield. H,
(hydrogenated); D, (dehydrogenated).

Figure 2. Photocatalytic activity of iridium complexes in the
dehydrogenation of THQ. Conditions: substrate (0.2 mmol),
methanol (2 mL), iridium(III) complexes (2.0 mol %), blue LEDs
(455 nm), and 18 h at room temperature. (a) Reaction carried out in
the presence of 2 equiv of AgOTf.
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for 24 h. It should be noted that the reactions are carried out at
room temperature avoiding thermal-induced deactivation
processes. Reaction monitoring using 1H NMR did not show
the formation of byproducts or substrate degradation,
indicating that the conversion of THQ into the dehydro-
genated products is a selective process. Then, we explored the
acceptorless dehydrogenation of N-heterocycles under thermal
conditions (Table S9). We started our studies using the
general conditions of photodehydrogenation but without light
irradiation. We did not observe product formation at room
temperature or increasing the bath temperature up to 80 °C.
As expected, thermal dehydrogenation required higher temper-
atures to proceed. The reaction of THQ using toluene at 130
°C (bath temperature) in the presence of complex II afforded
the dehydrogenated quinoline in high yield (88%). The MIC−
IrIII complex II resulted and active catalyst in thermal
dehydrogenation of N-heterocycles at high temperatures. As
mentioned earlier, dehydrogenation reactions are endergonic
and require high temperatures to proceed. The formation of
H2 on metal complexes (dihydrogen species) is a high-energy
demanding process and the rate-determining step in accept-
orless dehydrogenation.56,57 In fact, we have previously
observed experimentally and confirmed by DFT calculations
that the rate-determining step in acceptorless dehydrogenation
of alcohols corresponds to the formation of H2.

58 These results
suggest a potential operating mode of complex II under visible
light irradiation consisting in facilitating the formation
dihydrogen species. The formation of H2 as the rate-
determining step implies a resting state intermediate consisting
in an iridium-hydride. Experimental evidence of hydride
formation in the photodehydrogenation of N-heterocycles
was obtained under pseudo-catalytic conditions (13 mol %
catalyst loading). A mixture of THQ (5 μL, 0.04 mmol) in the
presence of catalyst II (5 mg, 0.0053 mmol) in methanol-d4
was irradiated (blue LEDs) for 3 h. Reaction monitoring by 1H
NMR confirms the formation of a hydride at −14.23 ppm that
is maintained during the reaction, suggesting this intermediate
as the resting state (Figure S26). In view of these results, we
carried out the synthesis and isolation of the Ir−H complex.
The reaction of complex I with NaBH4 in a mixture of
toluene/MeOH afforded the Ir−H complex IX as a yellow-
orange solid in 83% yield. Ir−H was completely characterized
by NMR spectroscopy (showing a characteristic hydride signal
at −14.13 ppm) and single crystal X-ray diffraction (Figure 3

and the Supporting Information for details). The absorption
spectrum of IX was recorded in methanol and compared with
the spectra of the related derivatives I and II. Complex IX
exhibited a stronger absorption within the blue region, which
was confirmed by TD-DFT studies. The photocatalytic
properties of the Ir−H complex were evaluated under the
same reaction conditions and the results reveal a similar
activity than complex II (Table S2). These results support Ir−
H as active species in the photodehydrogenation of N-
heterocycles.
Based on experimental evidence, precedents in photo-

catalytic properties of iridium complexes and hydrogenation
of N-heterocycles, we proposed a plausible mechanism for the
acceptorless photodehydrogenation of N-heterocycles (Figure
4).59 An iridium-hydride is formed after acetonitrile dissoci-

ation and C2(H) activation, most probably by β-hydride
elimination. The origin behind the hydride formation is still an
open question and requires further scrutiny. Still, the formation
of an Ir−H complex IX under the visible light irradiation has
been provided, the species isolated, fully characterized, and
proven its catalytic activity. THQ is converted into the
corresponding 3,4-dihydroquinolin-1-ium (step i). Visible light
irradiation induces a singlet to triplet state transition of iridium
hydride that increases the hydricity of the Ir−H bond, as it has
been established for the Ir−H derivative of complex V.60−62

This favors the reactivity or the iridium hydride with the low
acidic quinolinium intermediate (protonation), forming an
iridium−dihydrogen species (step ii). Hydrogen is rapidly
released from the iridium−dihydrogen species (step iii) and
the process is repeated for the second equivalent of hydrogen
(steps iv−v). Dehydrogenation of THQs occurs through a
double dehydrogenation. Experimental evidence of dehydro-
genation sequence using a model quinoline blocked at C2
position suggests that both dehydrogenations occur at the
NH−(C2)H position and not at the remote (C3)H−(C4)H
(Figures S27−S29). Tautomerization of 3,4-dihydroquinoline
to 1,2-dihydroquinoline precedes the second dehydrogenation
that occurs again at the NH−(C2)H position. The release of
the second equivalent of H2 regenerates the catalyst and
provides the final quinoline. Still, further efforts will be
necessary to elucidate the exact catalyst−substrate interactions
which are currently under investigation in our laboratory. At
this stage, a detailed mechanistic study is out of the scope of
the present paper. Still, we have provided experimental
evidence of the operating mode of the MIC−IrIII complex

Figure 3. Photocatalytic activity of iridium hydride (IX) in the
dehydrogenation of THQ. Conditions: substrate (0.2 mmol),
methanol (2 mL), Ir−H (2.0 mol %), blue LEDs (455 nm), 18 h
at room temperature. Structure and ORTEP diagram of Ir−H (IX).

Figure 4. Plausible mechanism in the acceptorless dehydrogenation of
N-heterocycles showing the influence of light in hydrogen release.
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under light irradiation. This mechanistic proposal also
accounts for the hydrogenation of quinoleines using molecular
hydrogen which were evaluated using catalyst II (Figure S30).
Encouraged by the catalytic performance displayed by

MIC−IrIII complex II toward the photodehydrogenation of
THQs, we evaluated its performance toward the reverse
process, that is, the hydrogenation of N-heterocycles using
molecular H2 as the hydrogen source (Table 3). Hydro-

genation of N-heterocycles is exergonic and a well-documented
organic transformation where iridium is a preferent cata-
lyst.63,64 Based on these precedents, we carried out the iridium
hydrogenation (1 mol %) of different quinolines (Qs) using H2
(2.5 bar) in toluene at 80 °C for a period of 6 h using a
stainless reactor. We were pleased to see that quinoline 1D was
hydrogenated affording the corresponding 1,2,3,4-tetrahydro-
quinoline 1H in 99% yield (Figure S31). Similarly, excellent
yields were obtained for Qs bearing electron-donating
substituent (methyl, methoxy-), except for the 6-Me derivative,
which was obtained in a moderate 65% yield. Thus, it can be
concluded that the MIC−IrIII complex II is also an efficient
catalyst for the hydrogenation of quinoline derivatives under
mild conditions. As a result, we have proven that a single
MIC−IrIII complex II is a competent catalyst for the
hydrogenation and photodehydrogenation of N-heterocycles.

■ CONCLUSIONS
In summary, iridium-catalyzed acceptorless dehydrogenation
of N-heterocycles can be promoted by visible light. We
unveiled a photocatalytic transformation where a single MIC−
IrIII is suited to play a dual role, which involves visible-light
harvesting, cleavage of N(sp2)−H and C(sp2)−H bonds with
the concomitant formation, and release of H2 at room

temperature. Experimental evidence supports an iridium-
hydride as the resting state whose hydridic properties are
enhanced by blue light irradiation, promoting the H2 release
from N-heterocycles. In addition, this molecular complex
efficiently catalyzes the reverse process under mild conditions,
which positions itself as a proficient candidate for future
hydrogen storage applications.
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Laura Ibáñez-Ibáñez − Institute of Advanced Materials
(INAM), Centro de Innovación en Química Avanzada
(ORFEO-CINQA), Universitat Jaume I, 12006 Castellón,
Spain

Complete contact information is available at:
https://pubs.acs.org/10.1021/acscatal.2c01224

Author Contributions
The manuscript was written through contributions of all
authors. All authors have given approval to the final version of
the manuscript.
Notes
The authors declare no competing financial interest.

■ ACKNOWLEDGMENTS
Thanks to RTI2018-098237-B-C22 and RTI2018-098903-J-
100 financed by MICIN/AEI/10.13039/501100011033/
FEDER “Una manera de hacer Europa”. G.G.-B. gratefully
acknowledges (RYC2019-026693-I/AEI/10.13039/
501100011033) “El Fondo Social Europeo invierte en tu
futuro”. Generalitat Valenciana (PROMETEU/2020/028) and
Universitat Jaume I (UJI-B2018-23). Gobierno de Aragón/
FEDER, UE (GA/FEDER, Reactividad y catálisis en química
inorgánica, Group E50_20D). L.I.-I. thanks MIU (FPU20/
04385) for a grant. The authors thank “Servei Central
d’Instrumentació Científica (SCIC) de la Universitat Jaume
I”. The authors would like to acknowledge the use of “Servicio
General de Apoyo a la Investigación-SAI, Universidad de
Zaragoza”.

Table 3. Hydrogenation of N-Heterocycles Using IIa

aReaction conditions: substrate (0.2 mmol), catalyst (1 mol %),
P(H2) = 2.5 bar, toluene (1 mL) at 80 °C for 6 h. Product formation
(yield) obtained by GC/FID using hexadecane as an internal
standard.

ACS Catalysis pubs.acs.org/acscatalysis Research Article

https://doi.org/10.1021/acscatal.2c01224
ACS Catal. 2022, 12, 6238−6245

6243

https://pubs.acs.org/doi/suppl/10.1021/acscatal.2c01224/suppl_file/cs2c01224_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/acscatal.2c01224/suppl_file/cs2c01224_si_001.pdf
https://pubs.acs.org/doi/10.1021/acscatal.2c01224?goto=supporting-info
https://pubs.acs.org/doi/suppl/10.1021/acscatal.2c01224/suppl_file/cs2c01224_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/acscatal.2c01224/suppl_file/cs2c01224_si_002.cif
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Gregorio+Guisado-Barrios"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0002-0154-9682
https://orcid.org/0000-0002-0154-9682
mailto:gguisado@unizar.es
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Jose+A.+Mata"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0001-9310-2783
https://orcid.org/0000-0001-9310-2783
mailto:jmata@uji.es
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Carmen+Mejuto"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0002-4432-5697
https://orcid.org/0000-0002-4432-5697
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Laura+Iba%CC%81n%CC%83ez-Iba%CC%81n%CC%83ez"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/doi/10.1021/acscatal.2c01224?ref=pdf
https://pubs.acs.org/doi/10.1021/acscatal.2c01224?fig=tbl3&ref=pdf
https://pubs.acs.org/doi/10.1021/acscatal.2c01224?fig=tbl3&ref=pdf
https://pubs.acs.org/doi/10.1021/acscatal.2c01224?fig=tbl3&ref=pdf
https://pubs.acs.org/doi/10.1021/acscatal.2c01224?fig=tbl3&ref=pdf
https://pubs.acs.org/doi/10.1021/acscatal.2c01224?fig=tbl3&ref=pdf
https://pubs.acs.org/doi/10.1021/acscatal.2c01224?fig=tbl3&ref=pdf
pubs.acs.org/acscatalysis?ref=pdf
https://doi.org/10.1021/acscatal.2c01224?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as


■ REFERENCES
(1) Blakemore, D. C.; Castro, L.; Churcher, I.; Rees, D. C.; Thomas,
A. W.; Wilson, D. M.; Wood, A. Organic Synthesis Provides
Opportunities to Transform Drug Discovery. Nat. Chem. 2018, 10,
383−394.
(2) Wang, D.-S.; Chen, Q.-A.; Lu, S.-M.; Zhou, Y.-G. Asymmetric
Hydrogenation of Heteroarenes and Arenes. Chem. Rev. 2012, 112,
2557−2590.
(3) Crabtree, R. H. Homogeneous Transition Metal Catalysis of
Acceptorless Dehydrogenative Alcohol Oxidation: Applications in
Hydrogen Storage and to Heterocycle Synthesis. Chem. Rev. 2017,
117, 9228−9246.
(4) Broere, D. L. J. Transition Metal-Catalyzed Dehydrogenation of
Amines. Phys. Sci. Rev. 2018, 3, 1−20.
(5) Teichmann, D.; Arlt, W.; Wasserscheid, P.; Freymann, R. A
Future Energy Supply Based on Liquid Organic Hydrogen Carriers
(LOHC). Energy Environ. Sci. 2011, 4, 2767−2773.
(6) Preuster, P.; Papp, C.; Wasserscheid, P. Liquid Organic
Hydrogen Carriers (LOHCs): Toward a Hydrogen-Free Hydrogen
Economy. Acc. Chem. Res. 2017, 50, 74−85.
(7) Cho, J.-Y.; Kim, H.; Oh, J.-E.; Park, B. Y. Recent Advances in
Homogeneous/Heterogeneous Catalytic Hydrogenation and Dehy-
drogenation for Potential Liquid Organic Hydrogen Carrier (LOHC)
Systems. Catalysts 2021, 11, 1497−1526.
(8) Zhu, Q.-L.; Xu, Q. Liquid Organic and Inorganic Chemical
Hydrides for High-Capacity Hydrogen Storage. Energy Environ. Sci.
2015, 8, 478−512.
(9) Modisha, P. M.; Ouma, C. N. M.; Garidzirai, R.; Wasserscheid,
P.; Bessarabov, D. The Prospect of Hydrogen Storage Using Liquid
Organic Hydrogen Carriers. Energy Fuels 2019, 33, 2778−2796.
(10) Gianotti, E.; Taillades-Jacquin, M.; Rozier̀e, J.; Jones, D. J.
High-Purity Hydrogen Generation via Dehydrogenation of Organic
Carriers: A Review on the Catalytic Process. ACS Catal. 2018, 8,
4660−4680.
(11) Yadav, V.; Sivakumar, G.; Gupta, V.; Balaraman, E. Recent
Advances in Liquid Organic Hydrogen Carriers: An Alcohol-Based
Hydrogen Economy. ACS Catal. 2021, 11, 14712−14726.
(12) Zheng, J.; Zhou, H.; Wang, C.-G.; Ye, E.; Xu, J. W.; Loh, X. J.;
Li, Z. Current Research Progress and Perspectives on Liquid
Hydrogen Rich Molecules in Sustainable Hydrogen Storage. Energy
Storage Mater. 2021, 35, 695−722.
(13) Sievi, G.; Geburtig, D.; Skeledzic, T.; Bösmann, A.; Preuster, P.;
Brummel, O.; Waidhas, F.; Montero, M. A.; Khanipour, P.;
Katsounaros, I.; Libuda, J.; Mayrhofer, K. J. J.; Wasserscheid, P.
Towards an Efficient Liquid Organic Hydrogen Carrier Fuel Cell
Concept. Energy Environ. Sci. 2019, 12, 2305−2314.
(14) Shimbayashi, T.; Fujita, K.-i. Metal-Catalyzed Hydrogenation
and Dehydrogenation Reactions for Efficient Hydrogen Storage.
Tetrahedron 2020, 76, 130946.
(15) Giustra, Z. X.; Ishibashi, J. S. A.; Liu, S.-Y. Homogeneous Metal
Catalysis for Conversion between Aromatic and Saturated Com-
pounds. Coord. Chem. Rev. 2016, 314, 134−181.
(16) Clot, E.; Eisenstein, O.; Crabtree, R. H. Computational
Structure−Activity Relationships in H 2 Storage: How Placement of
N Atoms Affects Release Temperatures in Organic Liquid Storage
Materials. Chem. Commun. 2007, 22, 2231−2233.
(17) Wu, J.; Talwar, D.; Johnston, S.; Yan, M.; Xiao, J. Acceptorless
Dehydrogenation of Nitrogen Heterocycles with a Versatile Iridium
Catalyst. Angew. Chem., Int. Ed. 2013, 52, 6983−6987.
(18) Schultz, D. M.; Yoon, T. P. Solar Synthesis: Prospects in Visible
Light Photocatalysis. Science 2014, 343, 1239176.
(19) Zheng, M.; Shi, J.; Yuan, T.; Wang, X. Metal-Free Dehydrogen-
ation of N-Heterocycles by Ternary h-BCN Nanosheets with Visible
Light. Angew. Chem., Int. Ed. 2018, 57, 5487−5491.
(20) Sahoo, M. K.; Jaiswal, G.; Rana, J.; Balaraman, E. Organo-
Photoredox Catalyzed Oxidative Dehydrogenation of N-Heterocycles.
Chem.Eur. J. 2017, 23, 14167−14172.
(21) Srinath, S.; Abinaya, R.; Prasanth, A.; Mariappan, M.; Sridhar,
R.; Baskar, B. Reusable, Homogeneous Water Soluble Photoredox

Catalyzed Oxidative Dehydrogenation of N-Heterocycles in a
Biphasic System: Application to the Synthesis of Biologically Active
Natural Products. Green Chem. 2020, 22, 2575−2587.
(22) Kato, S.; Saga, Y.; Kojima, M.; Fuse, H.; Matsunaga, S.;
Fukatsu, A.; Kondo, M.; Masaoka, S.; Kanai, M. Hybrid Catalysis
Enabling Room-Temperature Hydrogen Gas Release from N
-Heterocycles and Tetrahydronaphthalenes. J. Am. Chem. Soc. 2017,
139, 2204−2207.
(23) He, K.-H.; Tan, F.-F.; Zhou, C.-Z.; Zhou, G.-J.; Yang, X.-L.; Li,
Y. Acceptorless Dehydrogenation of N-Heterocycles by Merging
Visible-Light Photoredox Catalysis and Cobalt Catalysis. Angew.
Chem., Int. Ed. 2017, 56, 3080−3084.
(24) Sahoo, M. K.; Balaraman, E. Room Temperature Catalytic
Dehydrogenation of Cyclic Amines with the Liberation of H 2 Using
Water as a Solvent. Green Chem. 2019, 21, 2119−2128.
(25) Yin, Q.; Oestreich, M. Photocatalysis Enabling Acceptorless
Dehydrogenation of Benzofused Saturated Rings at Room Temper-
ature. Angew. Chem., Int. Ed. 2017, 56, 7716−7718.
(26) Deraedt, C.; Ye, R.; Ralston, W. T.; Toste, F. D.; Somorjai, G.
A. Dendrimer-Stabilized Metal Nanoparticles as Efficient Catalysts for
Reversible Dehydrogenation/Hydrogenation of N-Heterocycles. J.
Am. Chem. Soc. 2017, 139, 18084−18092.
(27) Yamaguchi, R.; Ikeda, C.; Takahashi, Y.; Fujita, K.-i.
Homogeneous Catalytic System for Reversible Dehydrogenation−
Hydrogenation Reactions of Nitrogen Heterocycles with Reversible
Interconversion of Catalytic Species. J. Am. Chem. Soc. 2009, 131,
8410−8412.
(28) Balayeva, N. O.; Mamiyev, Z.; Dillert, R.; Zheng, N.;
Bahnemann, D. W. Rh/TiO 2 -Photocatalyzed Acceptorless
Dehydrogenation of N-Heterocycles upon Visible-Light Illumination.
ACS Catal. 2020, 10, 5542−5553.
(29) Mollar-Cuni, A.; Ventura-Espinosa, D.; Martín, S.; García, H.;
Mata, J. A. Reduced Graphene Oxides as Carbocatalysts in
Acceptorless Dehydrogenation of N -Heterocycles. ACS Catal.
2021, 11, 14688−14693.
(30) Wu, Y.; Yi, H.; Lei, A. Electrochemical Acceptorless
Dehydrogenation of N-Heterocycles Utilizing TEMPO as Organo-
Electrocatalyst. ACS Catal. 2018, 8, 1192−1196.
(31) Cheung, K. P. S.; Sarkar, S.; Gevorgyan, V. Visible Light-
Induced Transition Metal Catalysis. Chem. Rev. 2022, 122, 1543−
1625.
(32) Parasram, M.; Gevorgyan, V. Visible Light-Induced Transition
Metal-Catalyzed Transformations: Beyond Conventional Photo-
sensitizers. Chem. Soc. Rev. 2017, 46, 6227−6240.
(33) Cheng, W.-M.; Shang, R. Transition Metal-Catalyzed Organic
Reactions under Visible Light: Recent Developments and Future
Perspectives. ACS Catal. 2020, 10, 9170−9196.
(34) Kancherla, R.; Muralirajan, K.; Sagadevan, A.; Rueping, M.
Visible Light-Induced Excited-State Transition-Metal Catalysis.
Trends Chem. 2019, 1, 510−523.
(35) Pitman, C. L.; Miller, A. J. M. Molecular Photoelectrocatalysts
for Visible Light-Driven Hydrogen Evolution from Neutral Water.
ACS Catal. 2014, 4, 2727−2733.
(36) Park, Y.; Kim, S.; Tian, L.; Zhong, H.; Scholes, G. D.; Chirik, P.
J. Visible Light Enables Catalytic Formation of Weak Chemical Bonds
with Molecular Hydrogen. Nat. Chem. 2021, 13, 969−976.
(37) Park, Y.; Tian, L.; Kim, S.; Pabst, T. P.; Kim, J.; Scholes, G. D.;
Chirik, P. J. Visible-Light-Driven, Iridium-Catalyzed Hydrogen Atom
Transfer: Mechanistic Studies, Identification of Intermediates, and
Catalyst Improvements. JACS Au 2022, 2, 407−418.
(38) Thongpaen, J.; Manguin, R.; Dorcet, V.; Vives, T.; Duhayon,
C.; Mauduit, M.; Baslé, O. Visible Light Induced Rhodium(I)-
Catalyzed C−H Borylation. Angew. Chem., Int. Ed. 2019, 58, 15244−
15248.
(39) Guisado-Barrios, G.; Soleilhavoup, M.; Bertrand, G. 1 H -1,2,3-
Triazol-5-Ylidenes: Readily Available Mesoionic Carbenes. Acc. Chem.
Res. 2018, 51, 3236−3244.

ACS Catalysis pubs.acs.org/acscatalysis Research Article

https://doi.org/10.1021/acscatal.2c01224
ACS Catal. 2022, 12, 6238−6245

6244

https://doi.org/10.1038/s41557-018-0021-z
https://doi.org/10.1038/s41557-018-0021-z
https://doi.org/10.1021/cr200328h?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/cr200328h?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemrev.6b00556?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemrev.6b00556?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemrev.6b00556?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1515/psr-2017-0029
https://doi.org/10.1515/psr-2017-0029
https://doi.org/10.1039/c1ee01454d
https://doi.org/10.1039/c1ee01454d
https://doi.org/10.1039/c1ee01454d
https://doi.org/10.1021/acs.accounts.6b00474?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.accounts.6b00474?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.accounts.6b00474?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.3390/catal11121497
https://doi.org/10.3390/catal11121497
https://doi.org/10.3390/catal11121497
https://doi.org/10.3390/catal11121497
https://doi.org/10.1039/C4EE03690E
https://doi.org/10.1039/C4EE03690E
https://doi.org/10.1021/acs.energyfuels.9b00296?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.energyfuels.9b00296?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acscatal.7b04278?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acscatal.7b04278?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acscatal.1c03283?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acscatal.1c03283?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acscatal.1c03283?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/j.ensm.2020.12.007
https://doi.org/10.1016/j.ensm.2020.12.007
https://doi.org/10.1039/c9ee01324e
https://doi.org/10.1039/c9ee01324e
https://doi.org/10.1016/j.tet.2020.130946
https://doi.org/10.1016/j.tet.2020.130946
https://doi.org/10.1016/j.ccr.2015.11.006
https://doi.org/10.1016/j.ccr.2015.11.006
https://doi.org/10.1016/j.ccr.2015.11.006
https://doi.org/10.1039/B705037B
https://doi.org/10.1039/B705037B
https://doi.org/10.1039/B705037B
https://doi.org/10.1039/B705037B
https://doi.org/10.1002/anie.201300292
https://doi.org/10.1002/anie.201300292
https://doi.org/10.1002/anie.201300292
https://doi.org/10.1126/science.1239176
https://doi.org/10.1126/science.1239176
https://doi.org/10.1002/anie.201800319
https://doi.org/10.1002/anie.201800319
https://doi.org/10.1002/anie.201800319
https://doi.org/10.1002/chem.201703642
https://doi.org/10.1002/chem.201703642
https://doi.org/10.1039/D0GC00569J
https://doi.org/10.1039/D0GC00569J
https://doi.org/10.1039/D0GC00569J
https://doi.org/10.1039/D0GC00569J
https://doi.org/10.1021/jacs.7b00253?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.7b00253?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.7b00253?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/anie.201612486
https://doi.org/10.1002/anie.201612486
https://doi.org/10.1039/C9GC00201D
https://doi.org/10.1039/C9GC00201D
https://doi.org/10.1039/C9GC00201D
https://doi.org/10.1002/anie.201703536
https://doi.org/10.1002/anie.201703536
https://doi.org/10.1002/anie.201703536
https://doi.org/10.1021/jacs.7b10768?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.7b10768?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ja9022623?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ja9022623?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ja9022623?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acscatal.0c00556?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acscatal.0c00556?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acscatal.1c04649?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acscatal.1c04649?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acscatal.7b04137?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acscatal.7b04137?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acscatal.7b04137?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemrev.1c00403?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemrev.1c00403?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1039/C7CS00226B
https://doi.org/10.1039/C7CS00226B
https://doi.org/10.1039/C7CS00226B
https://doi.org/10.1021/acscatal.0c01979?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acscatal.0c01979?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acscatal.0c01979?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/j.trechm.2019.03.012
https://doi.org/10.1021/cs500441f?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/cs500441f?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1038/s41557-021-00732-z
https://doi.org/10.1038/s41557-021-00732-z
https://doi.org/10.1021/jacsau.1c00460?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacsau.1c00460?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacsau.1c00460?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/anie.201905924
https://doi.org/10.1002/anie.201905924
https://doi.org/10.1021/acs.accounts.8b00480?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.accounts.8b00480?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
pubs.acs.org/acscatalysis?ref=pdf
https://doi.org/10.1021/acscatal.2c01224?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as


(40) Guisado-Barrios, G.; Bouffard, J.; Donnadieu, B.; Bertrand, G.
Crystalline 1H-1,2,3-Triazol-5-Ylidenes: New Stable Mesoionic
Carbenes (MICs). Angew. Chem., Int. Ed. 2010, 49, 4759−4762.
(41) Ventura-Espinosa, D.; Sabater, S.; Carretero-Cerdán, A.; Baya,
M.; Mata, J. A. High Production of Hydrogen on Demand from
Silanes Catalyzed by Iridium Complexes as a Versatile Hydrogen
Storage System. ACS Catal. 2018, 8, 2558−2566.
(42) Ventura-Espinosa, D.; Marzá-Beltrán, A.; Mata, J. A. Catalytic
Hydrogen Production by Ruthenium Complexes from the Conversion
of Primary Amines to Nitriles: Potential Application as a Liquid
Organic Hydrogen Carrier. Chem.Eur. J. 2016, 22, 17758−17766.
(43) Bouffard, J.; Keitz, B. K.; Tonner, R.; Guisado-Barrios, G.;
Frenking, G.; Grubbs, R. H.; Bertrand, G. Synthesis of Highly Stable
1,3-Diaryl-1 H -1,2,3-Triazol-5-Ylidenes and Their Applications in
Ruthenium-Catalyzed Olefin Metathesis. Organometallics 2011, 30,
2617−2627.
(44) Strydom, I.; Guisado-Barrios, G.; Fernández, I.; Liles, D. C.;
Peris, E.; Bezuidenhout, D. I. A Hemilabile and Cooperative N-
Donor-Functionalized 1,2,3-Triazol-5-Ylidene Ligand for Alkyne
Hydrothiolation Reactions. Chem.Eur. J. 2017, 23, 1393−1401.
(45) Almodares, Z.; Lucas, S. J.; Crossley, B. D.; Basri, A. M.; Pask,
C. M.; Hebden, A. J.; Phillips, R. M.; McGowan, P. C. Rhodium,
Iridium, and Ruthenium Half-Sandwich Picolinamide Complexes as
Anticancer Agents. Inorg. Chem. 2014, 53, 727−736.
(46) Beppu, T.; Sakamoto, K.; Nakajima, Y.; Matsumoto, K.; Sato,
K.; Shimada, S. Hydrosilane Synthesis via Catalytic Hydrogenolysis of
Halosilanes Using a Metal-Ligand Bifunctional Iridium Catalyst. J.
Organomet. Chem. 2018, 869, 75−80.
(47) Sypaseuth, F. D.; Matlachowski, C.; Weber, M.; Schwalbe, M.;
Tzschucke, C. C. Electrocatalytic Carbon Dioxide Reduction by Using
Cationic Pentamethylcyclopentadienyl-Iridium Complexes with Un-
symmetrically Substituted Bipyridine Ligands. Chem.Eur. J. 2015,
21, 6564−6571.
(48) Petronilho, A.; Rahman, M.; Woods, J. A.; Al-Sayyed, H.;
Müller-Bunz, H.; Don MacElroy, J. M.; Bernhard, S.; Albrecht, M.
Photolytic Water Oxidation Catalyzed by a Molecular Carbene
Iridium Complex. Dalton Trans. 2012, 41, 13074−13080.
(49) Xiao, X.-Q.; Jin, G.-X. Functionalized N-Heterocyclic Carbene
Iridium Complexes: Synthesis, Structure and Addition Polymerization
of Norbornene. J. Organomet. Chem. 2008, 693, 3363−3368.
(50) Sabater, S.; Baya, M.; Mata, J. A. Highly Active Cp*Ir Catalyst
at Low Temperatures Bearing an N-Heterocyclic Carbene Ligand and
a Chelated Primary Benzylamine in Transfer Hydrogenation.
Organometallics 2014, 33, 6830−6839.
(51) Borja, P.; Vicent, C.; Baya, M.; García, H.; Mata, J. A. Iridium
Complexes Catalysed the Selective Dehydrogenation of Glucose to
Gluconic Acid in Water. Green Chem. 2018, 20, 4094−4101.
(52) Mollar-Cuni, A.; Byrne, J. P.; Borja, P.; Vicent, C.; Albrecht,
M.; Mata, J. A. Selective Conversion of Various Monosaccharaides
into Sugar Acids by Additive-Free Dehydrogenation in Water.
ChemCatChem 2020, 12, 3746−3752.
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