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Dinuclear metal synergistic catalysis (DMSC) has been proved powerful in boosting CO2 reduction, while this has not been
achieved in heterogeneous catalysts with long-range order structures. In this study, we, by introduction of metal catalytic centers
into an indium-based metal-organic framework (MOF), obtained a series of isostructural In-MOFs, including three MOFs with
mononuclear metal catalytic center (M-In), three MOFs with dinuclear homometallic catalytic centers (MM-In), and three MOFs
with dinuclear heterometallic catalytic centers (MM’-In, M/M’ = Co(II), Ni(II), Zn(II)). It was found that all these MOFs can
serve as catalysts for photochemical CO2 reduction to CO. Compared with M-In, the catalytic activities of MM-In were
obviously enhanced, and that of MM’-In was further significantly enhanced. For example, the CO yield of CoZn-In reaches a
record value of 12,700 μmol g−1 h−1, which is 4.0, 8.1, 9.4, and 18.6-fold higher than that of CoCo-In, ZnZn-In, Co-In, and Zn-In,
respectively. Similarly, the catalytic activities of CoNi-In and NiZn-In also show different fold increase than those of corre-
sponding dinuclear homometallic and mononuclear metallic MOFs. The results of control experiments and theoretical calcu-
lation reveal that the higher catalytic activities of MM-In over M-In can be ascribed to the DMSC effect, and the higher catalytic
activity of MM’-In over MM-In can be ascribed to the strengthened DMSC effect. The work reveals the relationship between
DMSC effect and bimetal centers in CO2 reduction, which provides new insights into the DMSC and paves a new way to design
highly active catalysts for photochemical CO2 reduction.
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1 Introduction

Visible-light driven CO2 reduction has shown promising
prospect in environmental treatment and energy production,
where the key is the development of highly-efficient cata-
lysts [1,2]. Dinuclear metal complexes with suitable metal-
metal separations have been reported as efficient catalysts for
photochemical CO2 reduction [3–9]. They usually possess
enhanced photocatalytic activity than the corresponding

mononuclear ones, owing to the dinuclear metal synergistic
catalysis (DMSC) effect. Remarkably, compared with
mononuclear metal complex, the catalytic activity of di-
nuclear metal complex can be more readily optimized, as the
electronic structures of the catalytic centers in dinuclear
metal complex can be modulated not only by the coordina-
tion environments, but also by the alternation of the partner
(the other metal) [10–12].
Metal-organic frameworks (MOFs), with definite crystal

structures, tunable pore sizes, high surface areas and uni-
formly dispersed metal centers, have currently attracted
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much attention and achieved great development in catalysis
and energy conversion [13–16]. MOFs, as a type of mole-
cule-based materials, possess periodic structures [17–20]. In
addition, MOFs, as a type of solid materials, possess good
separation and recyclability in catalysis [21–23]. Therefore,
MOFs are a type of special catalysts that integrate the re-
spective merits of homogeneous and heterogeneous catalysts
[11,22]. In CO2 photoreduction, MOFs provide a good
platform for studying the performance-structure relationship
and reaction pathways, and a series of MOFs show good
performance [24–40]. However, almost all these MOFs are
mononuclear metal catalytic centers, and the researches on
MOFs with dinuclear metal catalytic centers for CO2 pho-
toreduction are rarely explored [41,42].
With the above points in mind, we planned to develop

MOF catalysts with dinuclear metal catalytic centers for
synergistically boosting CO2 reduction, aiming at obtaining
efficient catalysts for CO2 photoreduction, and revealing the
relationship between DMSC effect and bimetal centers.
Herein, we introduced one or two metal ions into the mac-
rocyclic ligands of an indium-based MOF, obtaining a series
of isostructural In-MOFs, including three MOFs with
mononuclear metal catalytic centers (M-In), three MOFs
with dinuclear homometallic catalytic centers (MM-In), and
three MOFs with dinuclear heterometallic catalytic centers
(MM’-In, M/M’ = Co(II), Ni(II), Zn(II)) (Scheme 1). We
found that all these MOFs can serve as catalysts for photo-
chemical CO2 reduction to CO. Compared with M-In, the
catalytic activities of MM-In are obviously enhanced, and
that of MM’-In is further significantly enhanced; that is,
CoZn-In, CoNi-In and NiZn-In show much higher catalytic
activity than the corresponding dinuclear homometallic
MOFs and mononuclear metallic MOFs. For example,

CoZn-In shows the best catalytic activity in photochemical
CO2 reduction, with the CO yield reaching a record value of
12,700 μmol g−1 h−1, which is 4.0, 8.1, 9.4, and 18.6-fold
higher than that of CoCo-In, ZnZn-In, Co-In, and Zn-In,
respectively. Similarly, the catalytic activities of CoNi-In and
NiZn-In also show different folds increase than those of
corresponding dinuclear homometallic and mononuclear
metallic MOFs. The results of control experiments and the-
oretical calculation reveal that the higher catalytic activity of
MM-In over M-In can be ascribed to the DMSC effect, and
the higher catalytic activity of MM’-In over MM-In can be
ascribed to the strengthened DMSC effect. The work pro-
vides new insights into the DMSC and paves a new way to
design highly active catalysts for photochemical CO2 re-
duction.

2 Experimental

2.1 Synthesis of H2L-In

Robson-type macrocyclic ligand of H4L (H4L = (2E,7E,
10E,15E)-12,92-dihydroxy-5,5,13,13-tetramethyl-3,7,11,15-
tetraaza-1,9(1,3)-dibenzenacyclohexadecaphane-2,7,10,15-
tetraene-15,95-dicarboxylic acid) was synthesized according
to the literature (Figures S1–S3, Supporting Information
online) [43]. The indium-based MOF based on H4L (H2L-In)
was synthesized by solvothermal reaction of In(NO3)3·xH2O
with H4L in N,N-dimethylformamide (DMF) and acetonitrile
(v/v = 3/2) at 80 °C for 72 h (Supporting Information online).

2.2 Photocatalytic CO2 reduction experiments

Typically, a glass reactor containing a mixture of 5 mL CO2-

Scheme 1 (Color online) Schematic diagram showing the construction of isostructural In-MOFs with mononuclear metal catalytic centers (M-In), dinuclear
homometallic catalytic centers (MM-In), and dinuclear heterometallic catalytic centers (MM’-In, M/M’ = Co(II), Ni(II), Zn(II)).
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saturated CH3CN/H2O (v/v = 3/2) solution, MOFs (1.0 mg),
[Ru(phen)3](PF6)2 (0.4 mM), as well as 1,3-dimethyl-2-
phenyl-2,3-dihydro-1H-benzo[d]imidazole (BIH, 0.025 M)
and triethanolamine (TEOA, 0.3 M) was illuminated by a
300 W Xe lamp (λ > 420 nm) at 25 °C. The possibly gen-
erated gaseous and liquid products were detected and
quantified with gas chromatography and an ion chromato-
graph, respectively.

3 Results and discussion

3.1 Syntheses and structures

Powder X-ray diffraction (PXRD) analysis revealed that the
pattern of H2L-In is similar to those of a reported In-MOF
based on the same macrocyclic ligand metallized with bi-
metallic Cu(II) (CuCu-In), indicating that the framework of
H2L-In is similar to that of the reported CuCu-In (Figure S4).
Therefore, similar to CuCu-In, the framework of H2L-In is
also a three-dimensional (3D) porous structure (Figure S5a),
where each H2L unit connects with two In(III) through two
deprotonated carboxylic groups, and each In(III) connects
with four H2L units (Figure S5b). The only difference be-
tween H2L-In and CuCu-In is that the macrocyclic ligands in
H2L-In are not metallized. The feature provides us with an
opportunity to investigate the DMSC effect in MOFs on
photocatalytic CO2 reduction.
By metallization of the macrocyclic ligand in H2L-In with

one or two metal ions in an ethanol solution, three mono-
nuclear metallic MOFs of Co-In, Ni-In and Zn-In, three di-

nuclear homometallic MOFs of CoCo-In, NiNi-In and ZnZn-
In, as well as three dinuclear heterometallic MOFs of CoZn-
In, CoNi-In and NiZn-In were synthesized (Supporting In-
formation online). PXRD measurements show that the pat-
terns of the nine MOFs are in good agreement with that of
H2L-In, indicating that the metallized H2L-In retains the
parent framework and all MOFs are isostructural (Figure 1a–
c). The similar thermogravimetric (TG) curves and mor-
phology further prove that these MOFs are isostructural
(Figures S6–S9). The inductively coupled plasma mass
(ICP-MS) analysis shows that the molar ratios of M to In
(nM/nIn) in Co-In, Ni-In and Zn-In are 2.0/1.0, 1.8/1.0 and 1.7/
1.0, respectively, close to the theoretical value of 2.0/1.0
(entries 2–4, Table S1, Supporting Information online). The
nM/nIn ratios in CoCo-In, NiNi-In and ZnZn-In are 3.3/1.0,
3.5/1.0 and 3.9/1.0, respectively, close to the theoretical
value of 4.0/1.0 (entries 5–7). The ratios of nCo/nZn/nIn, nCo/
nNi/nIn and nNi/nZn/nIn in CoZn-In, CoNi-In and NiZn-In are
1.7/1.9/1.0, 2.0/1.6/1.0 and 1.8/1.9/1.0, respectively, close to
the theoretical value of 2.0/2.0/1.0 (entries 8–10). These
results indicate the macrocyclic ligands in M-In, MM-In, and
MM’-In were metallized with one M, two homometallic M,
and two heterometallic M/M’, respectively. This conclusion
was further confirmed by X-ray photoelectron spectroscopy
(XPS) results. As shown in Figure 1d–f, the binding energies
of N 1s in H2L-In are located at 400.25 and 398.59 eV, which
can be assigned to the C=N and C=N···H–O, respectively. In
contrast, the binding energies of N 1s in M-In are located at
400.25 and 399.20 eV, corresponding to the signals of C=N
and C=N–M, respectively. The binding energy of N 1s in

Figure 1 (Color online) (a–c) PXRD patterns of H2L-In, M-In, MM-In, and MM’-In. (d–f) N 1s XPS spectra of H2L-In, M-In, MM-In, and MM’-In.
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MM-In and MM’-In is located at 399.20 eV, which can be
assigned to C=N–M. These observations further confirm that
the macrocyclic ligands in M-In and MM-In (MM’-In) were
metallized with one M, and two MM (MM’), respectively,
well supporting the successful syntheses of M-In, MM-In,
and MM’-In. The XPS measurements show that the valence
state of Co, Ni and Zn in nine MOFs are +2 (Figures S10–
S18). Combining the above results with the elemental ana-
lysis (Table S2), the formula for the M-In, MM-In, and MM’-
In can be determined as {In(H2ML)2(C2H5OH)2(NO3)3}n-
{4C2H5OH·CH3CN}n, {In(MML)2(C2H5OH)4(NO3)3}n{4C2H5OH·
CH3CN}n and {In(MM’L)2(C2H5OH)4(NO3)3}n{4C2H5OH·
CH3CN}n, respectively (M/M’ = Co(II), Ni(II), Zn(II)). Those
MOFs exhibit excellent chemical stability (Supporting In-
formation online). After being immersed in aqueous solu-
tions in 0.1 M HCl and/or 0.1 M NaOH for 24 h, almost no
change was observed in their PXRD patterns (Figures S19–S21).

3.2 Photocatalytic CO2 reduction

The photocatalytic CO2 reduction experiments over these
MOFs were carried out in CH3CN/H2O (v/v = 3/2) system,
using [Ru(phen)3](PF6)2 as a photosensitizer (PS), as well as
BIH and TEOA as sacrificial reagents (SA) (Supporting
Information online). The gaseous and liquid products pos-
sibly generated were detected by gas chromatography and
ion chromatography (IC), respectively. As shown in Figure
2a–c and Figures S22–S24, all MOFs show photocatalytic
activity for CO2 reduction, with the main reduced product of

CO. As listed in Table 1 and Figure S25, it can be found that
the catalytic activity is closely related to the metal catalytic
center. For M-In, the catalytic activity gradually enhances
from Zn-In, Ni-In, to Co-In, with the CO yields increasing
from 681, 1,016, to 1,352 μmol g−1 h−1. The catalytic activity
of MM-In conforms to the same sequence. The CO yields
increase in turn from 1,561 μmol g−1 h−1 (ZnZn-In),
3,068 μmol g−1 h−1 (NiNi-In), to 3,201 μmol g−1 h−1 (CoCo-
In). These results indicate that the photocatalytic activity for
CO2 reduction increases in turn from Zn(II), Ni(II) to Co(II).
Compared with M-In, the catalytic activity of MM-In is
obviously enhanced, and that of MM’-In is further sig-
nificantly enhanced. For example, the CO yield of CoZn-In
reaches as high as 12,700 μmol g−1 h−1, which is 4.0, 8.1, 9.4,
and 18.6-fold higher than those of CoCo-In (3,201), ZnZn-In
(1,561), Co-In (1,352), and Zn-In (681), respectively (Figure
2a, Table1). Similarly, the catalytic activities of CoNi-In and
NiZn-In also show different fold increases than those of
corresponding dinuclear homometallic and mononuclear
metallic MOFs (Figure 2b, c and Table 1). One point should
be mentioned is that CoZn-In and CoNi-In also produce a
small amount of H2, while the other seven MOFs do not
produce H2. This may be reasoned by the CO2 reduction
process. As the CO2 reduction to CO is a proton-coupled
electron transfer (PCET) process, needing the participation
of electron and proton. The higher activity of the catalyst, the
more protons are needed, and the more H2O is activated. In
this case, the competitive reaction of hydrogen generation
may also be boosted. Thus, the by-product H2 was detected

Figure 2 (Color online) Photocatalytic CO2 reduction by (a) CoZn-In, (b) CoNi-In and (c) NiZn-In, as well as related M-In and MM-In. Conditions: MOFs
(1.0 mg), Ru(phen)3(PF6)2 (0.4 mM), BIH (0.025 M), TEOA (0.3 M), CH3CN/H2O (v/v = 3/2; 5 mL), 300 W Xe lamp (λ ≥ 420 nm), 25 °C, 4 h. (d) Results of
control experiments of photocatalytic CO2 reduction by CoZn-In. (e) gas chromatograph-mass (GC-MS) analyses for the product generated from photo-
catalytic reduction of 13CO2 by CoZn-In. (f) Cycle experiments of CoZn-In for photocatalytic CO2 reduction.
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for CoZn-In and CoNi-In.
The higher catalytic activity of MM-In than the corre-

sponding M-In can be attributed to the DMSC effect; that is,
one M serves as the catalytic center to bind and reduce CO2,
and the other acts as an assistant catalytic center to promote
the cleavage of the –OH group from the [O=C–OH] inter-
mediate, lowering the reaction energy barrier of the CO2-to-
CO conversion [10,11]. Besides, the higher catalytic activity
of MM’-In than MM-In should be attributed to the
strengthened DMSC effect. Benefiting from the strengthened
DMSC effect, the CO yields of CoZn-In show a record value
among reported MOFs-based catalysts (Table S3), high-
lighting the best photocatalytic activity of CoZn-In for CO2

reduction to CO. To verify the DMSC effect [7,44], we
carried out photocatalytic CO2 reduction experiments by Co-
In and CoCo-In in the presence of Zn(II). As shown in Table
S4, the photocatalytic activity of Co-In or CoCo-In for CO2

reduction could not be boosted by the addition of ZnII, which
illustrates that the externally added ZnII to the Co-In or
CoCo-In photocatalytic system cannot generate DMSC ef-
fect as CoZn-In behaves.
To well reveal the strengthened DMSC effect, the natural

bond orbital (NBO) charges of the metals in these catalysts,
reflecting the bonding ability of metal with OH−, were cal-
culated [45,46]. As shown in Table S5, the NBO charge of
Zn in CoZn (1.323e) is more positive than that of Co in
CoCo-In (1.148e) (Entry 1, Table S5), and thus the sig-
nificantly improved photocatalytic performance of CoZn-In
over CoCo-In can be ascribed to the stronger binding affinity
of ZnII to OH− over CoII, which enormously strengthens the
DMSC effect between CoII and ZnII in CoZn-In, thus greatly
promotes the cleavage of the C–OH bond in [O=C–OH]
intermediate, and significantly accelerates the photochemical
CO2 reduction to CO. Similar phenomena were observed for
CoNi-In and NiZn-In (entries 2 and 3, Table S5). In addition
to this point, the different activity of the catalytic center may
also account for the activity difference of these dinuclear

MOF catalysts. The quantum yields were further determined
to evaluate the photocatalytic activity of these MOFs (Sup-
porting Information online). The results show that the
quantum yields of both CoZn-In (2.05%) and CoNi-In
(1.55%) exceed 1% (Table S6). These values are higher than
those of most reported molecule-based catalysts, indicating
their excellent photoelectric conversion capability [1,5,6,46–49].
A series of control experiments were performed to in-

vestigate the photocatalytic CO2-to-CO conversion over
CoZn-In. The results show that negligible CO was detected
in the absence of CoZn-In, [Ru(phen)3](PF6)2, TEOA and
BIH, CO2, or light illumination (Figure 2d; entries 1–5, Table
S7), indicating that these factors are all indispensable for the
CO2 photoreduction to CO. In addition, negligible CO was
detected when Ar and N2 were instead of CO2 (entries 6 and
7, Table S7), illustrating that CO originated from CO2 re-
duction. This conclusion was further supported by the iso-
tope tracing experiment. When the photocatalytic
experiment was carried out using 13CO2 instead of

12CO2, the
generated gas was 13CO (Figure 2e), which directly evi-
dences that the generated CO originates from the reduction
of CO2. In addition, it was found that the amount of CO
generated from the system in the presence of mercury is
almost equal to that without mercury (Table S8), illustrating
that the production of CO is catalyzed by CoZn-In rather
than nanoparticles possibly formed under the photocatalytic
conditions [7,12].
To further evaluate the photocatalytic activity of CoZn-In

and CoNi-In, a mixed gas containing 10% CO2 and 90% Ar
to simulate the flue gas (5%–15% CO2) was used instead of
pure CO2 (Figure S26 and Table S9). It was found that CoZn-
In and CoNi-In still own excellent activity for photocatalytic
CO2 reduction to CO, with CO yield of 4,761 and
3,185 μmol g−1 h−1. These MOFs exhibit good catalytic sta-
bility in photochemical CO2 reduction. Taking CoZn-In as an
example, the photocatalytic activity of CoZn-In can be re-
tained for at least four cycles (Figure 2f). The PXRD shows

Table 1 Photocatalytic CO2 reduction by different MOFs a)

Entry Catalyst CO (μmol g−1 h−1) H2 (μmol g
−1 h−1) CO%

1 Co-In 1,352 − 100

2 Ni-In 1,016 − 100

3 Zn-In 681 − 100

4 CoCo-In 3,201 − 100

5 NiNi-In 3,068 − 100

6 ZnZn-In 1,561 − 100

7 CoZn-In 12,700 2,020 86.3

8 CoNi-In 9,219 819 91.8

9 NiZn-In 4,616 − 100

a) Conditions: MOFs (1.0 mg), Ru(phen)3(PF6)2 (0.4 mM), BIH (0.025 M) and TEOA (0.3 M), CO2-saturated CH3CN/H2O solution (5 mL, v/v = 3/2), Xe
lamp (λ > 420 nm, 300 W cm−2, irradiation area, 0.8 cm2), 25 °C, 4 h.
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that there is no significant loss of crystallinity for these
MOFs after the photocatalytic reactions (Figures S27 and
S28). Scanning electron microscopy (SEM) measurements
further revealed that the morphology of these MOFs can be
retained after the photocatalytic CO2 reduction reactions
(Figures S29–S31). The results of XPS measurements de-
monstrate that the valence states of M remained +2 after the
photocatalytic reaction (Figures S32–S37). All these results
demonstrated that these MOFs possess good stability and can
serve as stable heterogeneous catalysts for photochemical
CO2 reduction to CO.

3.3 Photocatalysis mechanism

To reveal the active sites within these MOFs, the photo-
catalytic CO2 reduction experiments by these MOFs were
carried out in the absence and presence of KSCN [50]. It was
observed that in the presence of 0.1 M KSCN, the catalytic
activities of CoZn-In, CoNi-In and NiZn-In dramatically
decreased, and those of CoCo-In, NiNi-In, ZnZn-In, Co-In,
Ni-In, and Zn-In disappeared (Figure S38). These observa-

tions illustrate that Co(II), Ni(II) and Zn(II) in these MOFs
are the catalytic centers for CO2 reduction to CO.
The electron transfer route was further revealed by XPS

spectra. As shown in Figure 3a–c, the binding energies of Co
2p and Zn 2p in CoZn-In under light irradiation shifted ne-
gatively by 0.4 and 0.2 eV with reference to those measured
in dark condition, and the binding energy of In 3d in CoZn-In
before and after light irradiation was unchanged. Similar
phenomena were observed for CoNi-In, NiZn-In, CoCo-In,
NiNi-In and ZnZn-In (Figure 3d–i and Figures S39–S41).
These observations prove that the photogenerated electrons
in the excited [Ru(phen)3]

2+∙ photosensitizer transfer to the
dinuclear metal centers in MM-In/MM’-In under light irra-
diation. Obviously, the enhanced electron density on di-
nuclear metal centers in MM-In/MM’-In will facilitate the
CO2 reduction.
To further understand the electron transfer process during

the photocatalytic CO2 reduction, the fluorescent titration
was performed for [Ru(phen)3](PF6)2. As shown in Figures
S42–S44, the maximum emission peak of [Ru(phen)3]

2+*

locates at 594 nm, which was obviously quenched by the

Figure 3 (Color online) (a–c) XPS spectra of Co 2p, Zn 2p and In 3d in CoZn-In with and without light irradiation. (d–f) XPS spectra of Co 2p, Ni 2p and
In 3d in CoNi-In with and without light irradiation. (g–i) XPS spectra of Ni 2p, Zn 2p and In 3d in NiZn-In with and without light irradiation.
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addition of BIH (Figure S42), while negligible change of the
emission intensity was observed by addition of TEOA and
CoZn-In (Figures S43 and S44). These results suggest that
the excited [Ru(phen)3]

2+* is quenched by a reductive path-
way. That is, upon illumination, the excited [Ru(phen)3]

2+*

firstly accepts one electron from BIH to form [Ru(phen)3]
+.

Then, the [Ru(phen)3]
+ transfers the electron to Co2+ in

CoZn-In to generate Co+, which subsequently reduces CO2

to CO (Figure 4a).
The photocatalytic performance for CO2 reduction of these

MOFs was further elucidated by photoelectrochemical ex-
periments. It can be clearly found that there is negligible
photocurrent response for M-In, but those for the MM-In
remarkably strengthen, and those for MM’-In further sig-
nificantly strengthen (Figures S45–S47). These observations
suggest the increasing charge transfer efficiency from M-In,
MM-In, to MM’-In, and the increasing photocatalytic ac-
tivity, well supporting the experimental results. In addition,
electrochemical impedance spectroscopy (EIS) measure-
ments showed that MM’-In possess smaller capacitive loop
diameters than MM-In and M-In (Figures S48–S50). These
results indicate that MM’-In has the smaller charge-transfer
resistance, which is consistent with their higher photo-
catalytic activity than that of MM-In and M-In.
To trace the process of photocatalytic CO2 reduction to CO

over CoZn-In, the reaction intermediates were monitored and
identified by in situ diffuse reflectance infrared Fourier
transform spectroscopy (DRIFTS). As shown in Figure 4b,
with the illumination time from 0 to 15 min, two new ab-
sorption peaks at 1,634 and 2,077 cm−1 obviously appear,
and their intensities gradually increase, which correspond to
the stretching vibration of *COOH and *CO intermediates,
respectively. These results clearly demonstrate the process of
photocatalytic CO2 reduction to CO by CoZn-In.

4 Conclusions

In summary, nine isostructural MOFs, including three MOFs

with mononuclear metal catalytic centers (M-In), three
MOFs with dinuclear homometallic catalytic centers (MM-
In), and three MOFs with dinuclear heterometallic catalytic
centers (MM’-In, M/M’ = Co(II), Ni(II), Zn(II)), have been
successfully synthesized by introduction of single or double
metal centers into an In-MOF with a macrocycle ligand.
These MOFs can serve as catalysts for photocatalytic CO2

reduction. More interestingly, in contrast to M-In, the cata-
lytic activity of MM-In was obviously enhanced, and that of
MM’-In was further significantly enhanced. The higher
catalytic activity of MM-In over M-In can be ascribed to the
DMSC effect, and the higher catalytic activity of MM’-In
over MM-In can be ascribed to the strengthened DMSC ef-
fect. The work provides new insights into the DMSC and
paves a new way to design highly active catalysts for pho-
tochemical CO2 reduction.
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