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International organizations highlight the need for technological progress with minimal environmental

impact. In this context, we present Ni-URJC-3, a novel nickel-based metal–organic framework (MOF)

with promising performance in H2 and CO2 adsorption and as a heterogeneous catalyst for cycloaddition

reactions between epoxides and CO2. The presence of azo groups (–NvN–) in the organic linker

enhances both adsorption and catalytic activity, acting as Lewis bases and outperforming other Ni-MOFs,

even those with higher surface areas. Ni-URJC-3 exhibits an excellent H2 gravimetric capacity of 3.7 wt%

and a total volumetric uptake of 59.5 g L−1, approaching the U.S. DOE target for hydrogen storage. This is

attributed to both chemical factors, such as the electronic effects of azo groups, and physical ones,

including the confinement effect within its microporous structure that enhances H2 framework inter-

actions. Regarding CO2, the material shows a high adsorption enthalpy of 35.8 kJ mol−1 and performs

efficiently as a catalyst for the cycloaddition of CO2 with various epoxides. These results demonstrate the

potential of Ni-URJC-3 as a multifunctional MOF for environmental applications, particularly in gas

storage and CO2 transformation, contributing to the design of advanced materials aligned with sustain-

ability goals.

1. Introduction

The production, handling and storage of energy have become
fundamental concerns in our present world. According to the
international Energy Agency, the proportion of energy con-
sumption accounted for by oil, coal and natural gas currently
exceeds 70%.1 As a consequence of the combustion of fossil
fuels, the concentration of CO2 in the troposphere is rising to
a degree that gives rise to serious concerns. These levels are
contributing to social alarm and a range of significant environ-
mental issues, including the greenhouse effect and ocean
acidification.2–4 The elevated environmental impact generated
by the use of fossil fuels, coupled with the continuous rise in
their prices and dependence on oil-producing countries,
underscores the need to develop new global, clean and sustain-
able energy sources. Meanwhile, as these options are being
developed, carbon capture and utilization (CCU) technologies

should also be employed as complementary strategies to
assure a more sustainable energy system.5,6

Among the different carbon capture and utilization (CCU)
strategies, CO2 adsorption represents a crucial step, as it
enables the efficient retention of this greenhouse gas prior to
any chemical transformation. The main challenge is to
develop porous materials that combine high uptake capacity,
suitable enthalpy of adsorption, and good regenerability,
allowing for practical cyclic operation.7,8 Beyond capture, non-
reductive conversion of CO2 is one of the most promising
methods for transforming this atmospheric pollutant, as it
enables the reaction to proceed with low energy input, despite
the low reactivity of the compound, effectively converting this
molecule into value-added chemicals.9,10 It is evident that
there are multiple non-reductive CO2 conversion pathways
capable of yielding organic compounds of significant indus-
trial pertinence. For instance, the cycloaddition of CO2 with
epoxides to form cyclic carbonates can yield products used as
electrolytes in lithium-ion batteries, precursors for pharma-
ceutical intermediates, raw materials for plastics, and environ-
mentally friendly non-protic solvents.11,12

Concurrently, interest in hydrogen as an energy carrier is
increasing, primarily due to its abundance, high energy
density when compared to fossil fuels, and the absence of
direct CO2 emissions.13 Consequently, hydrogen is regarded as
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a highly prospective “fuel of the future” contingent upon its
sustainable production, namely through the utilisation of
water via renewable energy sources, especially in transpor-
tation, power generation, and industrial sectors. This suggests
that the next significant transformation in the energy sector
regarding the decarbonisation target by 2050 will be based on
the hydrogen economy.14 At present, 100 million tons of hydro-
gen are produced per annum, with an anticipated increase of
approximately 20 million tons by the close of the decade. By
2050, it is projected that production will reach approximately
500 million tons in order to facilitate the decarbonisation
process.15 While the majority of hydrogen is currently pro-
duced from natural gas and consumed in close proximity to
the production sites,16 there is an expectation that demand for
blue hydrogen (hydrogen produced from hydrocarbons
accompanied by CO2 capture) will increase, representing a
crucial step towards a sustainable hydrogen economy.17

One of the most important challenges for the hydrogen
market progress is the development of efficient hydrogen
storage solutions. Existing hydrogen storage technologies, the
majority of which are based on cryogenic pressure vessels, are
characterised by a number of significant limitations. These
include complex thermal management systems, boil-off losses,
slow response rates, elevated operating pressures (350–800 bar)
and low energy densities. The primary constraints associated
with hydrogen are attributable to its high volatility and low
density, which significantly complicates its effective storage
and transportation.18,19

In the domain of storage, the employment of highly porous
solid adsorbents has emerged as a particularly promising
avenue of investigation.20 This method has been demonstrated
to offer higher deliverable H2 capacities than simple com-
pression techniques while operating at lower pressures. The
United States Department of Energy (DOE) has set that in 2025
the hydrogen storage objective will be 5.5% weight of gravi-
metric capacity and 40 g L−1 of volumetric capacity at ambient
temperature and pressure lower than 100 bar.21,22 To meet
these goals, it is imperative to design materials with high deli-
verable gravimetric and volumetric capacities, reducing the
size and weight of the storing devices.23–25

In this context, Metal Organic Frameworks (MOFs) have
emerged as ideal candidates for the development of next-gene-
ration H2 and CO2 storage systems and also as materials for
CO2 conversion due to their outstanding properties and
unique structural and chemical tunability.26–29 The affinity of
the substrates with MOFs surface can be enhanced through
the rational selection of the framework components, thus
enabling tailored optimization of the physicochemical pro-
perties required for these applications.30

For instance, the synthesis of materials with tetratopic
organic ligands of carboxylic nature allows for materials with
high thermal stability and high porosity.31 These tetratopic
ligands can be qualified as highly symmetric building units,32

thus facilitating the assembly process of secondary building
units, resulting in crystalline structures with large cavities. The
ligand 5,5′-(diazene-1,2-diyl)diisophthalic acid (H4ABTC) pre-

sents an interesting coordination chemistry, as its four car-
boxylic groups can be fully or partially deprotonated, forming
H2ABTC

2−, HABTC3−, and ABTC4− anions depending on the pH
of the synthetic medium, allowing a high diversity of coordi-
nation modes with the metal cation. Moreover, the –NvN– func-
tional group can enhance to the interaction between H2 and CO2

molecules and the framework due to the presence of its two free
electron pairs (one pair for each nitrogen atom) and its ability to
behave as a Lewis base.33 Additionally, the azo group NvN
confers to the organic ligand certain conformational flexibility,
as it can transition between the cis and trans states can occur by
irradiation.34 According to literature, the highest H2 adsorption
enthalpies in MOF materials have been observed in structures
based on cobalt and nickel.35,36

Based on these premises, a new MOF material, has been crys-
tallized using the tetratopic organic ligand 5,5′-(diazene-1,2-diyl)
diisophthalic acid (H4ABTC) as organic linker with the objective
of containing structural nickel and azo Lewis acid and basic
groups, respectively, and a high coordinated organic ligand for
building a robust material. This material has been named Ni-
URJC-3 (URJC in reference to the Universidad Rey Juan Carlos)
and tested as H2 and CO2 adsorbent and catalyst in CO2 chemical
transformation to validate its chemical and physical properties.

2. Experimental

All analytical reagents were commercial products, and they
were used without further purification.

2.1. Synthesis of 5,5′-(diazene-1,2-diyl)diisophthalic acid
(H4ABTC)

The H4ABTC ligand is not commercially available; therefore it
was synthesised in the laboratory with a 79% yield by a one-
step synthetic route based on the selective reduction of the
nitro group of the 5-nitroisophthalic acid.37 A detailed descrip-
tion of the synthesis process is provided in the SI.

Synthesis of Ni-URJC-3. In a typical synthesis, 35.8 mg
(0.01 mmol) of H4ABTC and 29 mg (0.01 mmol) of nickel(II)
nitrate hexahydrate were dissolved in a mixture of N,N′-di-
methylformamide (DMF) (5 mL) and nitric acid (75 μL). The
solution was added to a 20 mL scintillation vial and placed in
a preheated oven at 120 °C for 72 hours. Then, goldish crystals
were isolated by decanting the mother liquor and washed with
DMF. The crystals were of a suitable size for single X-ray diffr-
action. The synthesis yield was ca. 58% based on the linker
content. IR = 1656 (m), 1616 (s), 1552 (s), 1441 (s), 1377 (m),
1243 (m), 1105 (s), 920 (s), 776 (s), 715 (s), 681 (s), 514 (m)
cm−1. Anal. cal. for C32.7H39.8N7.6Ni2O13.6: C, 44.9; H, 4.6; N,
12.2. Found C, 44.1; H, 4.8; N, 11.7.

2.2. Characterization techniques

The crystalline structure of Ni-URJC-3 was determined through
single-crystal X-ray diffraction analysis. For this, selected single
crystals were carefully mounted on a mitogen support and ana-
lyzed using a Bruker D8 VENTURE diffractometer, which fea-
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tures a CCD area detector and graphite-monochromated Mo-
Kα radiation (λ = 0.71073 Å). X-ray diffraction data acquisition
was performed employing the ω-scan strategy. The collected
data were processed and reduced using the APEX3 software
package,38 with absorption corrections applied via SADABS.
The crystal structure was determined using intrinsic methods
with SHELXT and refined through full-matrix least squares
fitting on F2, incorporating all observed reflections and
employing anisotropic displacement parameters.39 For visual-
ization and structural refinement, the OLEX2 graphical inter-
face was utilized.40 Hydrogen atoms were modeled as riding
on their respective bonded atoms, with isotropic thermal dis-
placement factors set at 1.2 or 1.5 times those of their parent
atoms, depending on the organic ligand environment.

During the refinement process, electron density regions
corresponding to highly disordered DMF molecules were
identified. The presence of 2.5 DMF molecules was accounted
for in the empirical formula, ensuring an accurate determi-
nation of calculated density, absorption coefficient, and mole-
cular weight. Additionally, Ni-URJC-3 was found to exhibit
inversion twinning. A summary of the structure determination
and refinement parameters is provided in Tables S1 and S2.
The crystallographic dataset (excluding structure factors) for
this compound has been deposited in the Cambridge
Crystallographic Data Centre (CCDC) under deposition
number CCDC 2391335.

Powder X-ray diffraction (XRD) patterns were recorded
using a PHILIPS X’PERT diffractometer equipped with CuKα
radiation (1.54056 Å), scanning over a 2θ range of 5 to 50° with
a resolution of 0.01°. The textural properties were examined
through argon adsorption–desorption isotherms at −186 °C,
measured with an AutoSorb system (Quantachrome
Instruments). Prior to analysis, the samples were subjected to
in situ evacuation under high vacuum (<10−7 bar) for 12 h at
120 °C to ensure complete removal of physisorbed species.
The surface area was estimated using the Brunauer–Emmett–
Teller (BET) model,41 while pore volume and pore size distri-
bution were determined via non-local density functional
theory (NLDFT) calculations, assuming an Ar adsorption
kernel at −186 °C on a carbon surface with cylindrical pores
(NLDFT equilibrium model).42 Thermal stability and decompo-
sition behavior were evaluated through simultaneous thermo-
gravimetric analysis (TGA) and derivative thermogravimetric
(DTG) measurements, performed under an air atmosphere
(100 mL min−1) at a controlled heating rate of 5 °C min−1 up
to 900 °C, using a Mettler Toledo TGA/DSC1 instrument.
Elemental composition was determined using a Flash 2000
analyzer (Thermo Fisher Scientific), which operates with a
thermal conductivity detector (TCD). The quantification of
carbon, nitrogen, and hydrogen was conducted through oxi-
dation/reduction reactions in a furnace maintained at 900 °C,
whereas oxygen content was determined in a dedicated pyrol-
ysis reactor heated to 1060 °C. Scanning electron microscopy
(SEM) images were obtained using a TM1000-Hitachi micro-
scope, operating at an accelerating voltage of 15 kV.
Additionally, 1H NMR and 13C NMR spectra were recorded on

a Varian Mercury Plus 400 MHz spectrometer, employing tetra-
methylsilane as an internal standard. The resulting free induc-
tion decay (FID) signals were processed using MestRe-C soft-
ware (version 4.9.9.6). Chemical shifts (δ) in 1H spectra are
reported in ppm and referenced to the residual proton signal
of deuterated chloroform, while for 13C spectra, the chemical
shifts correspond to the carbon signal of the deuterated
solvent.

2.3. H2 and CO2 adsorption isotherms

H2 adsorption isotherms (99.999%) at 77 K and 87 K were
measured using a Hiden Analytical Intelligent Gravimetric
Analyzer (IGA-003), which incorporates an ultra-high vacuum
system. Buoyancy effects were corrected by recording He
(99.9999%) adsorption isotherms at 273 K prior to H2

measurements. For high-pressure adsorption–desorption
studies at room temperature (RT), a Quantachrome iSorbHP1
volumetric analyzer was employed, operating within a pressure
range of 0.06–200 bar. The Helmholtz real-gas equation of
state (EOS) was applied to calculate H2 density values based on
National Institute of Standards and Technology (NIST) refer-
ence data.43 The Virial 2 equation was utilized to model the
adsorption isotherms and fit the experimental data.

Pure CO2 adsorption isotherms were obtained using a
Micromeritics 3Flex Adsorption Analyzer. Prior to measure-
ment, approximately 100 mg of MOF sample was subjected to
in situ evacuation under vacuum (9 × 10−6 bar) at 120 °C for
12 h, ensuring complete removal of adsorbed species. After
degassing, the sample was cooled to the desired analysis temp-
erature using a thermostatic polyethylene glycol bath.
Experimental CO2 adsorption isotherms at 273 K and 298 K
were fitted using the Sips equation.

The enthalpy of adsorption for H2 and CO2 was determined
by applying the Clausius–Clapeyron equation.44 For H2 adsorp-
tion, data recorded at 273 K, 298 K, and 323 K (up to 170 bar)
were utilized, while for CO2, isotherm data collected at 273 K
and 298 K (up to 1 bar) were used. The adsorption enthalpy
was calculated from the slope of the best linear fit of ln(P)
versus (1/T ) at each CO2 loading.

2.4. Catalytic cycloaddition reaction of CO2

In a typical catalytic test, 1 mmol of epoxide was combined
with a degassed MOF catalyst (1.5 mol%, calculated as the
ratio of active metal sites to epoxide) and 0.05 mmol of tetra-
butylammonium bromide (TBAB) in a 100 mL stainless-steel
autoclave45 (Scheme 1). Prior to pressurization, the system

Scheme 1 Cycloaddition reaction of epoxides with 12 bar of CO2 cata-
lyzed by Ni-URJC-3 and TBAB.
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underwent three evacuation cycles with CO2 to remove residual
gases. The reaction proceeded at ambient temperature under
continuous moderate stirring for 24 h. After completion, the
remaining CO2 was released gradually to avoid abrupt depres-
surization. The MOF catalyst was recovered by centrifugation
for potential reuse.

To evaluate reaction conversion and selectivity, the result-
ing products were analyzed by 1H NMR spectroscopy, employ-
ing CDCl3 as the solvent and 1,2,4,5-tetrachloro-3-nitrobenzene
as an internal standard.

3. Results and discussion
3.1. Structural characterization of the Ni-URJC-3

Crystals of Ni-URJC-3 were obtained after 72 hours of reaction
under acidic solvothermal conditions in DMF. The crystal
structure comprises pairs of Ni(II) atoms bridged by two car-
boxylate groups from two adjacent ABTC−4 ligands. One of the
Ni(II) centers is further coordinated to two chelating carboxy-
late groups from two ABTC−4 ligands forming a distorted octa-
hedral coordination geometry. The second Ni(II) centre is
further coordinated to three DMF molecules and an oxygen
from a chelating carboxylate group forming an octahedral
coordination geometry. The Ni–O bond distances were in the
1.988(8)–2.172(9) Å, typical of Ni(II)–carboxylate and Ni(II)–
DMF bonds. The resulting Ni2O11 secondary building unit
expands forming a tetrahedral node (Fig. 1a) interconnected
by ABTC−4 ligands forming a 3D network with channels
through the (110) and (001) directions (Fig. 1b and c), filled by
2.5 DMF molecules per formula unit. For a more detailed view
of the crystal structure, including atom labelling and coordi-
nation geometry, please refer to Fig. S2, Tables S1 and S2.

Fig. 2 shows the comparison of the diffraction pattern of
Ni-URJC-3 obtained by the X-ray diffraction technique with the
simulated pattern obtained from the single crystal of the MOF
structure, which allows for corroborating both the correct elu-
cidation of the MOF structure and the presence of the unique
desired phase.

Once the crystalline structure of the material was confirmed,
the physicochemical characterization was completed. First, it
can be observed by SEM images (Fig. 3) that the synthesized
sample is constituted only by large crystals (≈50 μm), being
cubic in shape. The crystals can be observed in agglomerates or
in isolation, exhibiting the same morphological characteristics.

The thermogravimetric analysis carried out to check the
thermal stability of the new material shows three weight losses
(Fig. 4). The first of minor proportion, occurs up to about
70 °C, and is due to the evaporation of the water molecules
retained on the surface of the crystals due to the humidity of
the environment. The second weight loss, which starts at
120 °C and is centered at 210 °C, may correspond to the elim-
ination of DMF molecules inside the cavities and those
strongly coordinated. This loss is followed by decomposition
of the framework because of the organic ligand calcination in
the range of 350–400 °C and the consequent collapse of the
crystalline structure.

Based on these results, it was evident that coordinated
DMF molecules remain within the framework after synthesis.

Fig. 1 Crystal structure of Ni-URJC-3 showing (a) the tetrahedral nodes of the secondary building unit; and the pores occupied by coordinated
DMF in the (b) (001) direction and (c) (110) direction. Colour code: Ni in dark blue, nitrogen in light blue, oxygens in red and carbons in grey.
Hydrogen and solvated DMF were removed for clarity.

Fig. 2 The simulated and experimental patterns of Ni-URJC-3 material.
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In an effort to remove them and achieve proper activation of
the material, several solvent-exchange experiments were
carried out using acetone, methanol, acetonitrile and dichloro-
methane as lower-boiling solvents. However, powder X-ray
diffraction analyses of the exchanged samples (Fig. S4)
revealed a marked loss of crystallinity and partial structural
degradation, indicating that Ni-URJC-3 is not stable in these
media. Likewise, according to the TGA results, the removal of

coordinated DMF would require activation temperatures close
to 200 °C. Nevertheless, when the sample was degassed at
180 °C under vacuum, a complete collapse of the framework
was observed by powder X-ray diffraction (Fig. S5). Therefore,
activation was ultimately performed at 120 °C under high
vacuum for 12 h, as a compromise condition that preserves the
crystalline structure (Fig. S6) while inevitably retaining a frac-
tion of coordinated DMF within the pores.

Fig. 5 shows Ni-URJC-3 isotherm that could be classified
between type I and type II according to the IUPAC classifi-
cation.46 At low P/P0 values, the typical sharp increase of
microporous materials was evidenced, while at higher press-
ures the increase of Ar adsorbed is progressive, not reaching
the plateau, which is characteristic of macropores filling. This
may be due to interparticle adsorption. This material presents
a SBET of 158 m2 g−1 and a pore volume of 0.074 cm3 g−1.
These results indicate a discrepancy between the observed
porosity and the crystal structure determined by single crystal
X-ray diffraction, where the pores occupy 41% of the volume of
the unit cell. The pore size distribution (PSD) of the new
material has also been plotted, showing a bimodal distribution
with the first maximum centered at 5.6 Å, and the second
around 12 Å. This allows the Ar to partially enter into the cav-
ities of the material, since the kinetic diameter of the argon
molecule (3.5 Å) is similar to the smallest cavity size, so the
gas cannot easily diffuse through those pores. It is noteworthy

Fig. 3 SEM images of Ni-URJC-3.

Fig. 4 TG/DTG analyses of Ni-URJC-3.

Fig. 5 Argon adsorption/desorption isotherm at 87 K (a) and PSD (b) of the Ni-URJC-3 material.
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that the coordinated DMF molecules bound to the nickel
centers could not be completely removed, which limits the
accessibility of the porous system and contributes to the lower
experimental surface area compared to the theoretical one.

3.2. Hydrogen adsorption isotherms

The material has been subjected to a series of hydrogen
adsorption tests by varying pressure and temperature con-
ditions. Prior to that, the material activation process was
undertaken under conditions similar to those employed in the
argon analysis isotherm, namely at 120 °C and high vacuum
for a period of 12 hours. Fig. 6 shows the hydrogen adsorption
isotherms, on a volumetric and gravimetric basis, at cryogenic
temperature (77 K).

At 77 K and 16 bar, Ni-URJC-3 reaches a gravimetric hydro-
gen adsorption capacity of 3.7 wt%. Considering the direct cor-
relation between hydrogen uptake and the specific surface
area (SBET) at cryogenic temperatures, this value is remarkably
high. It surpasses the capacities reported for other MOF
materials such as ZIF-8 (Vp = 0.64 cm3 g−1; SBET = 1630 m3

g−1), MIL-100(Fe) (Vp = 0.83 cm3 g−1; SBET = 2155 m3 g−1), and
MOF-74(Mg) (Vp = 0.39 cm3 g−1; SBET = 1510 m2 g−1), which
exhibit hydrogen uptakes of 3.3, 2.5, and 3.01 wt%,
respectively.47–50 Furthermore, the performance of Ni-URJC-3
is also higher than that of other Ni-based MOFs or those incor-
porating organic ligands with azo groups in their structure, as
shown in Table 1.

Due to the microporous nature of the Ni-URJC-3 material,
the high adsorption values could be related to the presence of
strong H2-MOF interactions because of the confinement effect
of hydrogen molecules within the smallest cavities of the struc-
ture, as well as its chemical nature, particularly the presence of
Lewis acid and basic sites such as the nickel clusters and the
azo groups, respectively, in the organic ligand. As the kinetic
diameter of H2 (2.89 Å) is smaller than that of Ar (3.40 Å), the
hydrogen molecule could diffuse through the smaller cavities
of the material. Table 2 summarizes the gravimetric and volu-
metric storage capacity of the novel material at the cited con-
ditions. The small differences between the excess and total
values are due to the small pore volume of the structure, so

Fig. 6 Isotherms of excess hydrogen adsorption on gravimetric basis (a) and storage volume density (b).

Table 1 H2 adsorption at 77 K of different Ni-based MOF and MOF with azo group in their structure

Material SBET (m
2 g−1) Temperature (K) P (bar) H2 Ad. (% wt) Ref.

Ni-URJC-3 158 77 1 2.39 This work
16 3.7

Ni2(BDC)2(dabco) 1809 77 1 1.99 51
Ni2(BTEC)(bipy)3 766 1.28
Ni(cyclam)(4,4′-bpydc) — 77 1 1.1 52
Ni(HBTC)(4,4′-bipy) 1590 77 72 3.42 53
Ni(ox)(4,4′-bipy) — 77 1 0.16 54
NiIINiIII (μ3-OH)(IN)3(BDC)1.5 571 77 1 1.47 55
Ni3(OH)(pbpc)3 1553 77 1 1.99 56
Ni3O(TATB)2 — 77 1 0.63 57
Ni2.75Mn0.25[(MnCl)3(BTT)8] 554 77 1.2 2.29 58
Ni(dhtp) 77 1 2.1 59
JUC-62 2037 77 40 4.71 60
Zn-Azo 132 77 1 1.00 61
Co-URJC-3 171 77 1 2.25 62

16 3.52
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almost all of the gas molecules are adsorbed on the surface of
the material, instead of just filling the pores.

The Ni-URJC-3 material exhibits a high total volumetric
storage density, reaching 59.5 g L−1 at 16 bars, which is higher
than those observed for compressed hydrogen at the same con-
ditions (∼22 g L−1). The elevated adsorption values can be
attributed to the material’s high density. Indeed, this behav-
iour has already been observed in MOFs materials with con-
strained pore size, which have been employed for the selective
separation of small molecules.63

The storage capacity achieved at room temperature (298 K)
and high pressure (170 bar) reached moderate values of about
0.25 wt% (Table 3 and Fig. 7). This value is comparable to
those achieved by other MOFs with higher specific surface
areas, such as MOF-5 (Vp = 1.18 cm3 g−1; SBET = 2296 m2 g−1)
and PCN-5 (Vp = 1.18 cm3 g−1; SBET = 2095 m2 g−1), whose
gravimetric hydrogen adsorption capacities are 0.25 and
0.19 wt%, respectively.35 These results suggest that a reduced
pore size in the materials leads to a higher confinement effect
of H2 molecules inside the pores, which promotes stronger H2-
MOF interactions.

To ascertain the interaction strength between H2 and Ni-
URJC-3, the hydrogen adsorption enthalpy was calculated

using the Clausius–Clapeyron equation, with the experimental
data at different temperatures (Fig. S7) fitted to a Virial func-
tion.64 Fig. 8 depicts the adsorption enthalpy profile of the
material, which exhibits a value for the adsorption enthalpy at
low H2 coverage of −9 kJ mol−1. The adsorption enthalpy
profile declines abruptly from the aforementioned value of
−9 kJ mol−1 to around −6 kJ mol−1 for higher overlayer, indi-
cating the presence of preferential hydrogen adsorption sites.
Consequently, the interaction energy diminishes as these sites
are fully occupied.

3.3. CO2 adsorption isotherms

As demonstrated in Fig. 9, the CO2 adsorption isotherms were
conducted at temperatures of 0 and 25 °C. The material was acti-
vated under identical conditions to those employed in the other
adsorption analyses, namely 120 °C and vacuum, for a duration of
12 hours. The CO2 adsorption capacity was 2.51 and 1.77 mmol
g−1 at 0 and 25 °C, respectively, as can be seen in Fig. 9.

The amount of CO2 adsorbed at both temperatures is mod-
erate since the kinetic diameter of CO2 (3.9 Å) is similar to the

Table 2 Hydrogen storage capacities of Ni-URJC-3 material, at 77 K
and 16 bar

H2 excess
(wt%)

H2 total
(wt%)

H2 excess
(g L−1)

H2 total
(g L−1) molH2

: molMe

3.7 3.7 59.3 59.5 8.04

Table 3 Hydrogen storage capacities of Ni-URJC-3 material, at 298 K
and 170 bar

H2 excess
(wt%)

H2 total
(wt%)

H2 excess
(g L−1)

H2 total
(g L−1) molH2

: molMe

0.25 0.34 3.7 5.2 0.51

Fig. 7 Isotherms of excess hydrogen adsorption on gravimetric basis (a) and storage volume density (b) at 298 K of the Ni-URJC-3 material.

Fig. 8 Hydrogen adsorption enthalpy profile of Ni-URJC-3 material.
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smallest pores of the material, which led to a hindered
diffusion of the gas through the cavities. The low-coverage CO2

adsorption enthalpy of Ni-URJC-3 was found to be 25.9 kJ
mol−1 (Fig. 10), which is higher or at least comparable to that
of other Ni(II)-based MOF materials, including Ni-MOF (20.1 kJ
mol−1)65 and Ni-MOF-184 (36 kJ mol−1),66 which exhibit
superior textural properties. The relatively high-CO2 adsorption
enthalpy of this material can be related to the presence of the
azo group in the organic linker which acts as Lewis basic
sites.67

3.4. Cycloaddition reaction

Table 4 summarizes the conversion, selectivity and turnover
number (TON) values obtained in CO2 cycloaddition reactions
using five epoxides with different sizes, evaluated under reac-
tion conditions of 1 mmol of epoxide, 12 bar of CO2, 1.5 mol%
(active metal sites/epoxide ratio) of degassed MOF catalyst, and
0.05 mmol of tetrabutylammonium bromide (TBAB) as cocata-

lyst for 24 hours. The TON was calculated as the ratio between
the number of mol of product obtained and the number of
mol of active metal sites in the catalyst. The number of active
sites was estimated from the theoretical formula of the MOF,
assuming that each unit cell of Ni-URJC-3 contains two nickel
atoms acting as potential active sites.

Regarding, these results, the epoxide conversion values
decrease markedly in the presence of epoxides with bulky
groups. The conversion of epoxides containing smaller alkene
chains is notably higher than that of the longer chain counter-
parts, indicating that the transport within the MOF porous
system represents a rate-limiting step. The TON values follow
the same trend as the conversions, decreasing markedly with
the increase in the size and steric hindrance of the epoxide
molecules.

The Ni-URJC-3 catalyst contains two principal channels of
different dimensions. The larger channels are accessible to all
epoxides, facilitating their entry and interaction, whereas the
narrower channels restrict the access to bulkier epoxides. This
trend is exemplified by propylene oxide and epichlorohydrin,
which exhibits a conversion of 99 and 92%, respectively.
However, when 1,2-epoxihexane, allyl glycidyl ether and
styrene oxide were employed as substrates, the conversion
decreased to 73, 71 and 34%, respectively. The increased steric
hindrance occurring within the cavities was attributed to this
phenomenon. This phenomenon has been previously reported
in the literature for both organocatalysts and metal–organic
frameworks.68 The selectivity to cyclic carbonates was highly
favorable for the smaller epoxides, exhibiting a selectivity over
99%. However, for styrene oxide, allyl glycidyl ether and 1,2-
epoxyhexane, the selectivity is diminished due to the more
favorable cyclodimerization reaction of the epoxide where CO2

does not take part of the process (Scheme 2).69 The selectivity
in the case of styrene oxide was 68%, which was higher than
that of 1,2-epoxyhexane, with a single chain, at 58%. The TON
values exhibit the same trend observed for conversion, with
higher values for propylene oxide and epichlorohydrin (33 and
31, respectively) and lower values for 1,2-epoxyhexane, allyl gly-
cidyl ether and styrene oxide (14, 17 and 8, respectively). This
correlation between TON, conversion and selectivity indicates
that the catalytic efficiency of Ni-URJC-3 is strongly influenced
by both steric constraints and the occurrence of side reactions
that reduce the amount of desired cyclic carbonate formed.

In order to overcome the limitations observed at room
temperature, cycloaddition reactions were carried out at 80 °C,
maintaining all other reaction conditions similar to those indi-
cated in Table 5. A notable increase in conversion values was
observed for high-volume epoxides, including 1,2-epoxyhex-
ane, allyl glycidyl ether and styrene oxide, with conversions
exceeding of 99% for all substrates. This notable improvement
underscores the versatility of the Ni-URJC-3 as catalyst, which
enables better catalytic performance for sterically hindered
substrates under mild temperature conditions. Nevertheless,
the selectivity towards the intended products was not
enhanced, as it is similar to the results at room temperature,
with values of 60%, 69%, and 57% for 1,2-epoxyhexane, allyl

Fig. 9 CO2 adsorption/desorption isotherms of Ni-URJC-3 at 0 and
25 °C.

Fig. 10 CO2 adsorption enthalpy profile of Ni-URJC-3 material.
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glycidyl ether, and styrene oxide, respectively. These findings
demonstrate the ability of Ni-URJC-3 to achieve high conver-
sions even for substrates with high steric issues, while main-
taining a consistent selectivity profile. This behavior is clearly
observed when comparing the TON values obtained at 80 °C
with those achieved at room temperature, a clear increase is
observed for all substrates, in agreement with the higher con-
version levels reached under thermal activation. Values of 20,
23 and 19 were obtained for 1,2-epoxyhexane, allyl glycidyl
ether and styrene oxide, respectively, while at room tempera-
ture the corresponding values were 14, 17 and 8. This improve-

ment confirms that the increase in temperature enhances the
catalytic efficiency of Ni-URJC-3, mainly as a result of overcom-
ing diffusion limitations. Nevertheless, side reactions still
restrict the selectivity towards the desired cyclic carbonates.

The catalytic activity of this material has been compared
with other MOF materials reported in the literature, not only
those based on Ni, but also on other metals such as Co or Zn,
which typically exhibit higher catalytic activity due to their
stronger Lewis acidity.70 As shown in Table 6, Ni-URJC-3 dis-
plays a higher conversion of propylene oxide and epichlorohy-
drin than other MOFs reported in the literature, even under
milder reaction conditions, such as a temperature of 25 °C.

Among the nickel-based catalysts, the catalytic performance
exhibited by Ni-URJC-3 displays higher values than other
nickel-based MOFs with larger textural properties, such as the
Ni-MOF-74 material, which has a specific surface area of
1121 m2 g−1 and a pore volume of 0.49 cm3 g−1.71 The better
catalytic properties may be attributed, at least in part, to the
presence of nitrogen heteroatoms in the organic ligand of Ni-
URJC-3, whose basicity may play a pivotal role.69 Prior works

Table 4 Reaction results for cycloaddition reaction between CO2 and different epoxides at room temperature for 24 h and 12 bar of CO2

Epoxide Product Conversiona (%) Selectivitya (%) TONb

>99 >99 33

92 >99 31

73 58 14

71 70 17

34 68 8

a Conversion and selectivity were determined by H-RMN. b TON = (mmol product)/(mmol Ni in catalyst).

Scheme 2 Cyclodimerization reaction of epoxides catalyzed by Ni-
URJC-3 and TBAB.
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have established a correlation between the reactivity of CO2 in
cycloaddition reaction and the basicity of the functional
groups present in MOF structures.71–73

To assess the potential for reuse of this MOF material cata-
lyst in the cycloaddition reaction between CO2 and epichloro-
hydrin, five consecutive catalytic cycles were performed using
Ni-URJC-3, under identical reaction conditions previously
established. The results demonstrate that this new MOF
material exhibited a stable catalytic activity throughout at least

five reaction cycles, achieving a 91% conversion of epichloro-
hydrin (Fig. 11a). Furthermore, the XRD pattern of the Ni-
URJC-3 material after all reaction cycles (Fig. 11b) exhibits an
identical profile, with the main diffraction peaks as in the syn-
thesized material, specifically at 7.90, 9.15, 10.3, 12.15, and
15°. It can be concluded that this nickel-based MOF material
is stable and, in turn, reusable in the cycloaddition reaction
between carbon dioxide and epoxides, thereby widening the
range of potential applications.

Table 5 Reaction results for cycloaddition reaction between CO2 and different epoxides at 80 °C for 24 h and 12 bar of CO2

Epoxide Product Conversiona (%) Selectivitya (%) TONb

>99 60 20

>99 69 23

>99 57 19

a Conversion and selectivity were determined by H-RMN. b TON = (mmol product)/(mmol Ni in catalyst).

Table 6 Conversion of propylene oxide and epichlorohydrin of different MOF materials

Material Pressure (bar) Temp (°C) Time (h) Co-catalyst Epoxidea Conv. (%) Ref.

Ni-URJC-3 12 25 24 TBAB PO >99 This work
EPH 92

Ni 2 1 40 40 TBAB PO 98.4 74
Ni 3 99
Ni-MOF-74 12 25 24 TBAB EPH 79 70
Mn-URJC-13 12 25 24 TBAB PO 99 75

EPH 87
Cu-URJC-1 12 25 24 TBAB EPH 84 76
JUC-62 12 25 24 TBAB EPH 83
ZIF-8 12 25 24 TBAB EPH 76 77
Co-AOIA 1 25 48 — PO 57 78
Co-ANIA 1 25 48 — PO 50
Eu-MOF 20 80 24 TBAB PO 38 79
Cu-MOF 1 90 24 TBAB PO 99 80
Cu-BTC@ZnFe2O4 1 80 12 TBAB PO 90 81

EPH 76
JLU-Liu-21 1 25 48 TBAB PO 96 82
NUC-5 1 80 24 TBAB PO 97 83
Mn-MOF-2 1 25 24 TBAB + 30 × 3 W PO 100 84

a PO: propylene oxide. EPH: epichlorohydrin.
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3.5. Catalytic cycle

Based on previously reported reaction mechanisms involving
MOF materials that incorporate nitrogen-containing organic
ligands with Lewis’s base character,85,86 we have proposed the
following reaction mechanism illustrated in Fig. 12. The pro-
posed reaction mechanism consists of four sequential steps,
involving interactions between the metal ion, epoxides, the

organic linker and CO2. In the initial stage, the epoxide molecule
coordinates with the nickel metal center via its oxygen atom,
leading to molecular polarization. The bromide ion from TBAB
then performs a nucleophilic attack on the less substituted
carbon of the epoxide, inducing ring-opening and generating a
reactive intermediate (Step II). In the third step, CO2 interacts
with the nitrogen atom of the organic ligand, enhancing its
nucleophilic nature. This increase in nucleophilicity facilitates a

Fig. 11 Recyclability study (a), and the XRD pattern of Ni-URJC-3 (b) following the cycloaddition reaction between CO2 and epichlorohydrin.

Fig. 12 Catalytic cycle of cycloaddition reaction between CO2 and epoxides catalyzed by Ni-URJC-3.
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nucleophilic attack by an oxygen atom of CO2 on the carbon
bonded to the bromide ion, ultimately displacing the bromide.
Finally, in the step IV, the intermediate formed in Step III under-
goes an intramolecular nucleophilic attack, where the oxygen
from the epoxide attacks the carbon of CO2, leading to ring
closure and the formation of the cyclic carbonate.

4. Conclusions

A novel material, designated Ni-URJC-3, has been successfully
synthesized through the coordination of the organic ligand 5,5′-
(diazene-1,2-diyl)diisophthalic acid (H4ABTC). The crystal struc-
ture is formed by pairs of Ni(II) atoms bridged and chelated by
carboxylates from four adjacent ABTC-4 ligands, resulting in the
formation of a tetrahedral secondary building unit (SBU). These
SBUs are further interconnected by ABTC-4 ligands to form a
three-dimensional porous network. The Ni-URJC-3 material con-
tains structural Lewis acid and basic groups given by the nickel
and the azo groups, respectively. Moreover, it displays a bimodal
pore size distribution, with a peak centered at 5 and 12 Å.
Despite its relatively small specific surface area, the material
exhibits a notable hydrogen adsorption capacity (3.7 wt% and
59.5 g L−1, at 77 K and 16 bar), attributed to the presence of the
Lewis sites and confinement effect of the hydrogen molecules
within the microcavities, improving the interaction between the
hydrogen molecules and the MOF structure. The hydrogen
adsorption enthalpy is −9 kJ mol−1, comparable to other micro-
porous MOF materials exhibiting exposed metal sites or moder-
ate-to-high interaction with H2 molecules, reported in the litera-
ture. In the case of CO2, the adsorption capacity is somehow
constrained by the fact that the kinetic diameter of the gas mole-
cule is similar to the smaller cavities of the Ni-URJC-3 material.
Nevertheless, the adsorption enthalpy of CO2 is higher than that
of other nickel MOF materials with superior textural properties.
Furthermore, Ni-URJC-3 has been identified as a promising
heterogeneous catalyst for epoxide cycloaddition reactions in the
context of CO2 valorization. The catalytic performance of the Ni-
URJC-3 material surpasses to that of other nickel-based MOF
materials with much larger specific surface areas, irrespective of
the size of the epoxide employed. This is due to the presence of
the azo group (NvN) in the organic ligand of the material,
which acts as a Lewis base, thereby facilitating reactivity with
CO2 Furthermore, the material is reusable as a heterogeneous
catalyst in CO2 transformation, exhibiting both structural and
catalytic stability after five consecutive cycles. In view of the
aforementioned characteristics, the novel Ni-URJC-3 is a multi-
functional material with potential application in various environ-
mental contexts, such as gas adsorption and CO2 valorization.
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