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Abstract: Covalent organic frameworks (COFs) are a new class of porous crystalline polymers,
which are considered to be excellent supports for metal nanoparticles (MNPs) due to their highly
ordered structure, chemical tunability, and porosity. In this work, two novel ultra-microporous COFs,
JUC—624 and JUC—625, with narrow pore size distribution have been synthesized and used for the
confined growth of ultrafine Co nanoparticles (CoNPs) with high loading. In an alkaline environment,
the produced materials were investigated as electrocatalysts for the hydrogen evolution reaction
(HER). Electrochemical test results show that CONPs@COFs have a Tafel slope of 84 mV-dec™!, an
onset overpotential of 105 mV, and ideal stability. Remarkably, CONPs@JUC—625 required only
146 mV of overpotential to afford a current density of 10 mA cm~2. This research will open up
new avenues for making COF-supported ultrafine MNPs with good dispersity and stability for
extensive applications.

Keywords: covalent organic frameworks; metal nanoparticles; hydrogen evolution reaction

1. Introduction

Metal nanoparticles (MNPs), one of the most important catalysts, have gained increas-
ing attention in recent years [1-3]. MNDPs often exhibit significant catalytic activity for many
reactions under mild conditions. Typically, ultrafine MNPs with smaller sizes demonstrate
exceptional catalytic activity. However, due to their high surface energy, ultrafine MNPs
tend to aggregate [4,5], with smaller particles showing a stronger aggregation tendency,
hence restricting their practical applications, such as catalysts for fuel cell vehicles [6-9].
COFs are a new class of emerging organic porous materials with promising stability and
crystallinity that have recently gotten a lot of attention since their first report in 2005 [10-15].
They have demonstrated promising uses in gas storage and separation, heterogeneous
catalysis, optoelectronic materials, and energy storage [16-21]. Among various applications,
2D COFs are considered as ideal platforms for MNP supports [22-25]: First of all, COFs
have pre-designable well-defined pore structures which can be employed to constrain
MNP growth and thus control the size of MNPs; Secondly, the pore channels in COFs are
well-isolated, hence minimizing the aggregation of entrapped MNPs [26,27]. Finally, many
COFs are stable, which makes them resistant toward decomposition under various reaction
conditions. In principle, size-controlled synthesis of ultrafine MNPs could be achieved
through rational design of microporous COF templates. However, over the past decade, the
majority of published COFs for MNP supports have been mesoporous materials [28-30].
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Lately, COF materials with kgd topology have gained considerable attention [31,32].
For example, Zhao [33] and co-workers have developed the first example of 2D kgd-COFs
(HAT-NTBA-COF), via Schiff base reaction of HAT-6NH; and 4,4’ ,4”-nitrilotribenzaldehyde.
Subsequently, Zhang [34] et al. synthesized the ultra-micropores 2D kgd-COFs, via C6-
symmetric aldehyde (HFPB) and three different C3-symmetric amines. From the topological
point of view, 2D kgd-COFs constructed from C3- and C6-symmetric building units can
form the smallest pore size among other two-dimensional topologies. Therefore, they
are regarded as good candidates for MNP supports due to their microporous channels.
However, 2D kgd-COFs based MNPs supports have never been explored [35-38].

In this work, we report the rational design and synthesis of two microporous 2D
kgd-COFs, termed as JUC—624 and JUC—625 (JUC = Jilin University China). Owing
to their uniform porosity, good imine Schiff-base complexation ability with Co (II) and
high structural stability, small-size Co nanoclusters are uniformly dispersed in 2D layered
structured of the COFs, termed as CONPs@JUC—624 and CoNPs@JUC—625. In alkaline
solutions, the catalysts produced show great activity and excellent stability against HER.
Especially, CONPs@JUC—625 requires over potential of only 146 mV to afford a current
density of 10 mA cm~2 in 1 M KOH alkaline medium. The present results show that
electrocatalysts with high crystallinity and robust aromatic frameworks have significantly
improved electrocatalytic activity and stability. This study provides a facile strategy to
construct microporous 2D kgd-COFs as excellent MNP supports for electrocatalysis.

2. Experimental Section
2.1. Materials and Instruments

Unless otherwise stated, all starting ingredients and solvents were obtained from J&K
Scientific LTD (Beijing, China) and used without further purification. All products were
isolated and handled under nitrogen using either glovebox or Schlenk line techniques. The
liquid ! H NMR spectra were recorded using a AV-400 NMR spectrometer (Bruker BioSpin
AG, Fallanden, Swiss). A IRTracer-100 Fourier transform infrared spectrophotometer
(SHIMADZU CORPORATION, KYOTO, JAPAN) was used to obtain the FTIR spectra (KBr).
Under N, a DTG-60 thermal analyzer (SHIMADZU CORPORATION, KYOTO, JAPAN)
was used to perform a thermogravimetric analysis (TGA). The instrument’s operating
temperature range was 30 °C to 800 °C, with a heating rate of 10 °C min~! and a N flow
rate of 30 mL min~!. PXRD data were collected on a PANalytical B.V. Empyrean powder
diffractometer (PANalytical, ALMELO, Netherlands) using a Cu K« source (A = 1.5418 A)
over the range of 20 = 2.0—40.0° with a step size of 0.02° and 2 s per step. The sorption
isotherm for N, was measured by using a Autosorb-IQ analyzer (Quantachrome, FL, USA)
with ultra-high-purity gas (99.999% purity). To estimate pore size distributions for JUC—624
and JUC—625, nonlocal density functional theory (NLDFT) was applied to analyze the N,
isotherm on the basis of the model of N,@77K on carbon with slit pores and the method
of non-negative regularization. For scanning electron microscopy (SEM) imaging, MIRA
scanning electron microscope (TESCAN, Brno, Czechia) was applied. Electrochemical
measurements were carried out using CHI600E (Shanghai CH Instruments Co., Shanghai,
China) electrochemical workstation.

2.2. Synthesis of JUC—624

TAPB (0.06 mmol, 21.1 mg) and HKH (0.03 mmol, 9.4 mg) were weighted into a Pyrex
tube (volume: ca. 20.0 mL with neck length of 9.0 cm and a body length of 18.0 cm),
and the mixture was added into 0.5 mL of 1,2-dichlorobenzene, 0.5 mL of 1-Butanol, and
0.1 mL of acetic acid (3 M). The Pyrex tube was flash-frozen in a liquid nitrogen bath,
evacuated to an internal pressure of ca. 19.0 mbar and flame-sealed, reducing the overall
length by approximately 10.0 cm. After bringing the tube to room temperature, it was
placed in a 120 °C oven for 5 days. The resulting precipitate was filtered, exhaustively
washed by Soxhlet extractions with dioxane for 48 h. The obtained powder was immersed
in anhydrous acetone, and the solvent was exchanged with fresh acetone several times.
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The wet sample was then transferred to a supercritical drier (Samdri-PTV-3D), in which
the sample was washed six times of liquid CO,, and exchanged with fresh CO; for six
times with the interval of half an hour. The system was heated up to 45 °C to bring
about the supercritical state of the CO,, which was bled after half an hour at a very slow
flow rate to ambient pressure. The sample was then transferred to a vacuum chamber
and evacuated to 20 mTorr under room temperature, yielding brown powder for Nj
adsorption measurements.

2.3. Synthesis of JUC—625

TAPT (0.06 mmol, 21.1 mg) and HKH (0.03 mmol, 9.4 mg) were weighted into a Pyrex
tube (volume: ca. 20.0 mL with a body length of 18.0 cm and neck length of 9.0 cm),
and the mixture was added into 0.5 mL of 1,2-dichlorobenzene, 0.5 mL of 1-Butanol and
0.1 mL of acetic acid (6 M). The Pyrex tube was flash-frozen in a liquid nitrogen bath,
evacuated to an internal pressure of ca. 19.0 mbar and flame-sealed, reduce the overall
length by approximately 10.0 cm. After bringing the tube to room temperature, it was
placed in a 120 °C oven for 5 days. The resulting precipitate was filtered, exhaustively
washed by Soxhlet extractions with dioxane for 48 h. The obtained powder was immersed in
anhydrous acetone, and the solvent was exchanged with fresh acetone for several times. The
wet sample was then transfer to a supercritical drier (Samdri-PTV-3D), in which the sample
was washed six times of liquid CO;, and exchanged with fresh CO, for six times with the
interval of half hour. The system was heated up to 45 °C to bring about the supercritical
state of the CO,, which was bled after half hour at a very slow flow rate to ambient pressure.
The sample was then transferred to a vacuum chamber and evacuated to 20 mTorr under
room temperature, yielding brown powder for N, adsorption measurements.

2.4. Synthesis of Co(I)NPs@JUC—624 and Co(II)NPs@JUC—625

First, 100.0 mg COF was suspended in 15.0 mL THF and sonicated for 30 min. To this
dispersion, 60.0 mg Co(Il)-acetate in 2.0 mL H,O was added. Contents were stirred at RT
for 12 h and then the solid was extracted by filtration. The solid was washed with methanol
and water. It was then vacuum-dried at 120 degrees Celsius.

2.5. Synthesis of CONPs@JUC—624 and CoNPs@JUC—625

This solid was resuspended in a 3:1 water/methanol mixture and the mixture was
heated at 80 °C. Subsequently, the reduction of Co(II) was achieved by addition of 5.0 mL
ascorbic acid (1 M). Contents were stirred for 20 h. Finally, the precipitate was filtered and
washed with copious amounts of H,O, MeOH, THF and dried under vacuum.

2.6. Electrochemical Measurements

Electrochemical test is performed on CHI660E (Shanghai CH Instruments Co., China)
electrochemical workstation in a traditional three electrode system. The working electrodes
are as-prepared electrodes, the reference electrode is Hg/HgO electrode, and the counter
electrode is platinum gauze electrode. The glassy carbon electrode (GCE, r% 0.15 mm) is pol-
ished with alumina slurry and then washed with ethanol and distilled water. CoNPs@COF
electrocatalyst is prepared by mixing 2.0 mg CoNPs@COF electrocatalyst with 1.0 mL
ethanol and sonicated and Ketjen Black carbon for 30 min. To prepare electrodes, a drop
of the CoNPs@COF electrocatalyst was dropped on GCE and then evaporated in the air.
To prevent the catalyst from dissolving in the electrolyte, a small amount of a 0.5% Nafion
solution was added to the electrode surface. Every electrochemical testing was conducted
in 1 M KOH.

3. Results and Discussion

Our strategy for preparing ultra-microporous 2D COFs is based on hexaketocyclohex-
ane knot (HKH, Scheme 1a). As shown in Scheme 1, HKH was designed as a hexagonal
6-connected building unit, and 1,3,5-tris(4-aminophenyl)benzene (TAPB, Scheme 1b) or
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2,4,6-tris-(4-aminophenyl)triazine (TAPT, Scheme 1c) was chosen as a typical triangular
building unit. The condensation of HKH with TAPB or TAPT produced extended 2D
kgd-COFs (Scheme 1f), JUC—624 (Scheme 1d), and JUC—625 (Scheme 1e).
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Scheme 1. Strategy for preparing 2D kgd-COFs. (a) A hexagonal 6-connected building unit, HKH.
(b,c) Two typical triangular building unit, TAPB (c) and TAPT (d). The condensation of HKH with
TAPB or TAPT produced extended 2D JUC—624 (d) and JUC—625 (e) with a kgd net (f).

Typically, the synthesis of the COFs was carried out through the traditional solvothermal
approach by suspending HKH and TAPB or TAPT in a mixed solution of 1,2-dichlorobenzene
and 1-Butanol containing acetic acid aqueous solution, followed by heating at 120 °C
for 5 days. Using PXRD measurements and structural simulations, the crystal structures
of JUC—624 and JUC—625 were confirmed (Figure 1). Model structures were obtained
through geometrical energy minimization using the Materials Studio software package based
on the basis of the AA-stacked kgd net. Both materials adopted space group P6 (No. 168) with
unit cell parameters of 2 = b = 16.2889 A, c = 4.093 A, and & = = 90°, y = 120° for JUC—624,
anda=b=163501 A, c =3915 A, a = B = 90°, y = 120° for JUC—625 (Tables S2 and S3,
Supplementary Materials). The calculated PXRD (Figure 1) patterns of the model crystal
structures fitted well with the experimental patterns. Furthermore, we carried out full
profile pattern matching (Pawley) refinement based on peaks at 26 = 6.27, 10.85, 12.55, 16.62,
21.70, 24.33, 25.12, and 27.55 corresponding to the (100), (110), (200), (210), (001), (111), (201),
and (320) facets of JUC—624, and at 26 = 6.26, 10.85, 12.55, 16.62, 21.72, 24.32, 25.24, and
27.55 corresponding to the (100), (110), (200), (210), (001), (111), (201), and (320) facets
of JUC—625, respectively. The refinement results illustrated good agreement factors
(Rp =2.58% and Rwp = 3.53% for JUC—624; Rp = 3.68% and Rwp = 4.68% for JUC—625).
In addition, other alternative structures, such as AB-stacked kgd nets were also considered
for both 2D COFs (Figures 514-519). However, their simulated and experimental PXRD
patterns did not match well. Based on the above results, the JUC—COFs are proposed to
adopt AA-stacked kgd net architectures, and thus own microporous cavities.

Crystal Morphologies observed under scanning electron microscopy (SEM) analysis
revealed the formation of aggerates rod-like NPg for JUC—624 or needle-like NPs for
JUC—625 (Figure 2a,b). Meanwhile, the formation of imine bonds was verified by Fourier
transform infrared (FT-IR) spectra with the emergence of new vibration peaks at 1596 and
1604 cm ! for JUC—624 and JUC—625, respectively (Figure S1). High thermal stability up to
400 °C for both COFs was confirmed by thermogravimetric analysis (TGA) under nitrogen
atmosphere (Figures 52 and S3). The nitrogen (N3) adsorption isotherm measurements
were carried out at 77 K to determine the permanent channel structures and specific
surface areas of the COFs. As shown in Figure 2¢,d, both JUC—624 and JUC—625 exhibit a



Crystals 2022, 12, 880

50f9

sharp increase gas uptake at low pressure (p/pg < 0.05), which illustrated the presence of
microporous structure. Based on the Brunauer-Emmett-Teller (BET) model, specific surface
areas were calculated to be 104 and 134 m? g~ for JUC—624 and JUC—625, respectively
(Figure S4). Pore-size distribution was determined by non-local density functional theory
(NL-DFT). JUC—624 showed a narrow pore-size distribution centered at 4.7 A, while
JUC—625 exhibited two kinds of pores of 4.4 A (Figure S5), which are in good agreement
with their proposed models.
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Figure 1. PXRD patterns of JUC—624 (a) and JUC—625 (b).
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Figure 2. SEM images of JUC—624 (a) and JUC—625 (b). N, adsorption-desorption isotherms of
JUC—624 (c) and JUC—625 (d).

Given that microporous 2D COFs with well-defined structures are promising tem-
plates for the synthesis of MNPs with controllable size and dispersity, we investigated
the potential application of utility of both JUC-COFs as templates to guide the nucleation
and growth of cobalt (Co) NPs. In a typical procedure, both JUC—624 and JUC—625 were
suspended in a methanol solution of Co(II)-acetate to deposit Co ions through metal co-
ordination interactions. Subsequent chemical reduction with ascorbic acid in methanol
gave CoNPs@JUC—624 or CoONPs@JUC—625 series. Priorly, before reduction treatment,
deposition of Co ions into the COFs was studied by SEM-EDS (energy dispersive spectrum).
As shown in Figures 56 and S7, the uniformly dispersed of Co (II) ions are clearly observed,
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which is attributed to the good complexation ability of the imine Schiff-base of the COFs
with Co(Il) ions, as well as the long-range ordered structure of the COFs. Furthermore,
elemental analysis by ICP confirmed as high as 2.83 and 2.94 wt% of Co species deposited
in the CoNPs@JUC—624 and CoNPs@JUC—625, respectively. These results reveal that the
CoNPs were successfully deposited on microporous channels.

To appraise the potential HER catalytic activities of the CoNPs in the JUC-COFs,
electrochemical analyses using CoONPs@COFs and unsupported COFs and glassy carbon
electrode are performed in alkaline solution (1.0 M KOH, Figures S8-512). As shown in
Figure 3a, over potentials at the current density of 10 mA cm~2 are 0.235and —0.203 mV
for JUC—624 and JUC—625, respectively, this shows that the COF alone lacks significant
catalytic activity. By contrast, with CoNPs@JUC—625 as electrocatalyst, significantly lower
overpotential (146 mV) was required to reach a similar the current density, which is even
lower than CoNPs@JUC—624 (176 mV). The outstanding HER catalytic performance of
CoNPs@UC—625 was also confirmed by its small Tafel slope (186 mV-dec™!), lower than
the value for CONPs@UC—624 (190 mV-dec™ 1) (Figure 3c). In addition, the Rct value
for CoONPs@JUC—625 was 14.9 (), lower than CoNPs@JUC—624 (21.87 2), reflecting that
CoNPs@JUC—625 possessed the fast charge transfer for HER (Figure 3b). On the other
hand, the electrochemical active surface area (ECSA) of the catalyst is directly proportional
to the number of active sites, which may be determined by measuring the electrochemical
double-layer capacitance (Cdl) at the electrolyte-electrode interface. As can be seen from
Figure 3d, CoNPs@JUC—625 possesses Cdl values of 84 mF cm~2, which is nearly 2.4 times
of JUC—625 (34 mF cm~2) or 16.4 times of glassy carbon electrode (5.1 m F cm~2). The
amperometry i-t Curve test was further carried out to evaluate the stability of CONPs@COFs.
Notably, current densities of —0.92 V can be maintained up to 24 h (Figure 513). All these
results confirmed the remarkable electrocatalytic HER performance of CoNPs@JUC—625 in
1M KOH.

30
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Figure 3. (a) LSV polarization curves of bare Control, CONPs@JUC—624, CoNPs@JUC—625, JUC—624
and JUC—625 for HER in 1 M KOH (at a scan rate of 20 mV s~1); (b) EIS plots of Co NPs@JUC—624,
Co NPs@JUC—625 for HER at a catalytically active potential of —0.376 V vs. RHE with inset showing
the equivalent circuit; (c) corresponding Tafel plots of CoNPs@JUC—624, CoNPs@JUC—625 and
bare Control; (d) current density as a function of scan rate for bare Control, CoNPs@JUC—624,
CoNPs@JUC—625, JUC—624, and JUC—625.
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4. Conclusions

In summary, we prepared two ultra-microporous 2D kgd-COFs by solvothermal
reaction and further uniformly dispersed Co nanoclusters with small particle size. No-
tably, as an electrocatalyst, CoONPs@JUC—625 only requires an overpotential of 146 mV
to afford a current density of 10mA cm™~?2 in n alkaline solution (1 M KOH). In addition,
CoNPs@JUC—625 possesses the highest Cdl (84 mF cm™—2), which is nearly 2.4 times of
JUC—625 (34 mF cm~2) and 16.4 times of glassy carbon electrode (5.1 mF cm~2), cor-
responding to the largest ECSA. The remarkable electrocatalytic HER performance of
CoNPs@JUC—625 was attributed to the enhanced electrical conductivity and the produc-
tion of Co nanoparticles that can function as HER active sites. These results indicate that
the synthesized CoNPs@JUC—625 can serve as a feasible support for developing Pt-free
electrode materials for HER applications.

Supplementary Materials: The following supporting information can be downloaded at: https:
/ /www.mdpi.com/article/10.3390/cryst12070880/s1, FT-IR spectra, TGA curves, N, adsorption,
SEM mapping, electrochemical HER performance, and unit cell parameters (References [39-43] are
cited in the Supplementary Materials).

Author Contributions: Conceptualization, J.S., YW., and Q.F; methodology, J.S. and L.L.; software,
Z.Z. and Y.H.; validation, L.L., RW.,, and Z.Z.; formal analysis, ].S., ].F. and Y.L.; investigation,
R.W,; data curation, J.S. and Z.Z.; writing—original draft preparation, J.S., L.L.; writing—review
and editing, Y.Y., ].F,, and Y.L.; supervision, Y.W. and Q.F; project administration, Y.W. and Q.F. All
authors have read and agreed to the published version of the manuscript.

Funding: This research was funded by National Natural Science Foundation of China (22025504,
21621001, 21390394, and 22105082), “111” project (BP0719036 and B17020), China Postdoctoral Science
Foundation (2020TQ0118 and 2020M681034), and the program for JLU Science and Technology
Innovative Research Team.

Institutional Review Board Statement: Not applicable.
Informed Consent Statement: Not applicable.
Data Availability Statement: Not applicable.

Conflicts of Interest: The authors declare no conflict of interest.

References

1.

10.

Chakraborty, D.; Nandi, S.; Mullangi, D.; Haldar, S.; Vinod, C.P,; Vaidhyanathan, R. Cu/Cu;O nanoparticles supported on a
phenol-pyridyl COF as a heterogeneous catalyst for the synthesis of unsymmetrical diynes via Glaser-Hay coupling. ACS Appl.
Mater. Interfaces 2019, 11, 15670-15679. [CrossRef]

Guo, Y,; Yang, S.; Xu, Q.; Wu, P; Jiang, Z.; Zeng, G. Hierarchical confinement of PtZn alloy nanoparticles and single-dispersed
Zn atoms on COF@MOF-derived carbon towards efficient oxygen reduction reaction. J. Mater. Chem. A 2021, 9, 13625-13630.
[CrossRef]

Hu, H,; Yan, Q.; Ge, R.; Gao, Y. Covalent organic frameworks as heterogeneous catalysts. Chin. J. Catal. 2018, 39, 1167-1179.
[CrossRef]

Huang, J.; Liu, X.; Zhang, W,; Liu, Z.; Zhong, H.; Shao, B.; Liang, Q.; Liu, Y.; Zhang, W.; He, Q. Functionalization of covalent
organic frameworks by metal modification: Construction, properties and applications. Chem. Eng. J. 2021, 404, 127136. [CrossRef]
Kalidindi, S.B.; Fischer, R.A. Covalent organic frameworks and their metal nanoparticle composites: Prospects for hydrogen
storage. Phys. Status Solidi B 2013, 250, 1119-1127. [CrossRef]

Liu, J.; He, K.; Wu, W,; Song, T.B.; Kanatzidis, M.G. In situ synthesis of highly dispersed and ultrafine metal nanoparticles from
chalcogels. J. Am. Chem. Soc. 2017, 139, 2900-2903. [CrossRef]

Ma, Y,; Kuang, X.; Deng, X.; Zi, B.; Zeng, ].; Zhang, J.; Zhu, Z.; Zhang, Y.; Liu, Q. The recent research progress and application of
nanoparticles and ions supporting by covalent organic frameworks. Microporous Mesoporous Mater. 2022, 335, 111701. [CrossRef]
Roy, S.; Rao, A.; Devatha, G.; Pillai, P.P. Revealing the role of electrostatics in gold-nanoparticle-catalyzed reduction of charged
substrates. ACS Catal. 2017, 7, 7141-7145. [CrossRef]

Tao, R.; Shen, X.; Hu, Y.; Kang, K.; Zheng, Y; Luo, S.; Yang, S.; Li, W.; Lu, S; Jin, Y.; et al. Phosphine-based covalent organic
framework for the controlled synthesis of broad-scope ultrafine nanoparticles. Small 2020, 16, €1906005. [CrossRef]

Cote, A.P; Benin, A.L; Ockwig, N.W.; O’Keeffe, M.; Matzger, A.J.; Yaghi, O.M. Porous, crystalline, covalent organic frameworks.
Science 2005, 310, 1166-1170. [CrossRef]


https://www.mdpi.com/article/10.3390/cryst12070880/s1
https://www.mdpi.com/article/10.3390/cryst12070880/s1
http://doi.org/10.1021/acsami.9b02860
http://doi.org/10.1039/D1TA03019A
http://doi.org/10.1016/S1872-2067(18)63057-8
http://doi.org/10.1016/j.cej.2020.127136
http://doi.org/10.1002/pssb.201248477
http://doi.org/10.1021/jacs.6b13279
http://doi.org/10.1016/j.micromeso.2022.111701
http://doi.org/10.1021/acscatal.7b02292
http://doi.org/10.1002/smll.201906005
http://doi.org/10.1126/science.1120411

Crystals 2022, 12, 880 80f9

11.

12.

13.

14.

15.

16.

17.

18.

19.

20.

21.

22.

23.

24.

25.

26.

27.

28.

29.

30.

31.

32.

33.

34.

35.

36.

Gao, C; Li, J.; Yin, S.; Sun, J.; Wang, C. Twist building blocks from planar to tetrahedral for the synthesis of covalent organic
frameworks. J. Am. Chem. Soc. 2020, 142, 3718-3723. [CrossRef] [PubMed]

Guan, X,; Li, H.; Ma, Y;; Xue, M.; Fang, Q.; Yan, Y.; Valtchev, V.; Qiu, S. Chemically stable polyarylether-based covalent organic
frameworks. Nat. Chem. 2019, 11, 587-594. [CrossRef] [PubMed]

Li, H.;; Chang, J.; Li, S.; Guan, X.; Li, D.; Li, C.; Tang, L.; Xue, M,; Yan, Y.; Valtchev, V.; et al. Three-dimensional tetrathiafulvalene-
based covalent organic frameworks for tunable electrical conductivity. J. Am. Chem. Soc. 2019, 141, 13324-13329. [CrossRef]
[PubMed]

Li, H,; Ding, J.; Guan, X.; Chen, F; Li, C.; Zhu, L.; Xue, M.; Yuan, D.; Valtchev, V.; Yan, Y,; et al. Three-dimensional large-pore
covalent organic framework with stp topology. . Am. Chem. Soc. 2020, 142, 13334-13338. [CrossRef] [PubMed]

Liu, Y.; Wang, Y; Li, H.; Guan, X.; Zhu, L.; Xue, M,; Yan, Y.; Valtchev, V.; Qiu, S.; Fang, Q. Ambient aqueous-phase synthesis of
covalent organic frameworks for degradation of organic pollutants. Chem. Sci. 2019, 10, 10815-10820. [CrossRef]

Ma, Y.; Liu, X.; Guan, X,; Li, H,; Yusran, Y.; Xue, M.; Fang, Q.; Yan, Y,; Qiu, S.; Valtchev, V. One-pot cascade syntheses of
microporous and mesoporous pyrazine-linked covalent organic frameworks as Lewis-acid catalysts. Dalton. Trans. 2019, 48,
7352-7357. [CrossRef]

Wang, Y,; Liu, Y,; Li, H.; Guan, X.; Xue, M; Yan, Y.; Valtchev, V.; Qiu, S.; Fang, Q. Three-dimensional mesoporous covalent organic
frameworks through steric hindrance engineering. J. Am. Chem. Soc. 2020, 142, 3736-3741. [CrossRef]

Xu, F; Xu, H.; Chen, X,; Wu, D.; Wu, Y;; Liu, H.; Gu, C,; Fu, R;; Jiang, D. Radical covalent organic frameworks: A general strategy
to immobilize open-accessible polyradicals for high-performance capacitive energy storage. Angew. Chem. Int. Ed. 2015, 54,
6814-6818. [CrossRef]

Yusran, Y.; Fang, Q.; Valtchev, V. Electroactive covalent organic frameworks: Design, synthesis, and applications. Adv. Mater.
2020, 32, €2002038. [CrossRef]

Yusran, Y.; Li, H.; Guan, X;; Li, D.; Tang, L.; Xue, M.; Zhuang, Z.; Yan, Y.; Valtchev, V.; Qiu, S.; et al. Exfoliated mesoporous 2D
covalent organic frameworks for high-rate electrochemical double-layer capacitors. Adv. Mater. 2020, 32, €1907289. [CrossRef]
Zhang, Y.B,; Su, J.; Furukawa, H.; Yun, Y.; Gandara, F.; Duong, A.; Zou, X.; Yaghi, O.M. Single-crystal structure of a covalent
organic framework. J. Am. Chem. Soc. 2013, 135, 16336-16339. [CrossRef]

Jin, H.; Zhang, C.; Liu, P; Ge, X.; Zhou, S. Covalent organic framework-supported Pd nanoparticles: An efficient and reusable
heterogeneous catalyst for Suzuki-Miyaura coupling reactions. Appl. Organomet. Chem. 2022, 36, 6642. [CrossRef]

Lin, A.; Ibrahim, A.A.; Arab, P; El-Kaderi, H.M.; El-Shall, M.S. Palladium nanoparticles supported on Ce-metal-organic framework
for efficient CO oxidation and low-temperature CO, Capture. ACS Appl. Mater. Interfaces 2017, 9, 17961-17968. [CrossRef]
[PubMed]

Lu, S.; Hu, Y;; Wan, S.; McCaffrey, R; Jin, Y.; Gu, H.; Zhang, W. Synthesis of ultrafine and highly dispersed metal nanoparticles
confined in a thioether-containing covalent organic framework and their catalytic applications. J. Am. Chem. Soc. 2017, 139,
17082-17088. [CrossRef] [PubMed]

Mullangi, D.; Chakraborty, D.; Pradeep, A.; Koshti, V.; Vinod, C.P; Panja, S.; Nair, S.; Vaidhyanathan, R. Highly stable COF-
supported Co/Co(OH); nanoparticles heterogeneous catalyst for reduction of nitrile/nitro compounds under mild conditions.
Small 2018, 14, €1801233. [CrossRef]

Niu, L.; Zhao, X,; Tang, Z.; Wu, F; Lei, Q.; Wang, J.; Wang, X.; Liang, W.; Wang, X. Solid-solid synthesis of covalent organic
framework as a support for growth of controllable ultrafine Au nanoparticles. Sci. Total Environ. 2022, 835, 155423. [CrossRef]
Wang, J.S.; Jin, EZ.; Ma, H.C.; Li, X.B.; Liu, M.Y;; Kan, J.L.; Chen, G.J.; Dong, Y.B. Au@Cu(II)-MOF: Highly efficient bifunctional
heterogeneous catalyst for successive oxidation-condensation reactions. Inorg. Chem. 2016, 55, 6685-6691. [CrossRef]

Zhang, L.; Bu, R.; Liu, X.-Y.; Mu, P-E; Gao, E.-Q. Schiff-base molecules and COFs as metal-free catalysts or silver supports for
carboxylation of alkynes with CO,. Green Chem. 2021, 23, 7620-7629. [CrossRef]

Zhang, Q.-P; Sun, Y.-1; Cheng, G.; Wang, Z.; Ma, H.; Ding, S.-Y.; Tan, B.; Bu, J.-h.; Zhang, C. Highly dispersed gold nanoparticles
anchoring on post-modified covalent organic framework for catalytic application. Chem. Eng. J. 2020, 391, 123471. [CrossRef]
Zhang, T.; Chen, Y.; Huang, W.; Wang, Y.; Hu, X. A novel AuNPs-doped COFs composite as electrochemical probe for chlorogenic
acid detection with enhanced sensitivity and stability. Sens. Actuators B Chem. 2018, 276, 362-369. [CrossRef]

Cai, S.-L.; Zhang, K,; Tan, ].-B.; Wang, S.; Zheng, S.-R.; Fan, J.; Yu, Y.; Zhang, W.-G; Liu, Y. Rationally designed 2D covalent
organic framework with a brick-wall topology. ACS Macro Lett. 2016, 5, 1348-1352. [CrossRef] [PubMed]

Dalapati, S.; Addicoat, M.; Jin, S.; Sakurai, T.; Gao, ].; Xu, H.; Irle, S.; Seki, S.; Jiang, D. Rational design of crystalline supermicrop-
orous covalent organic frameworks with triangular topologies. Nat. Commun. 2015, 6, 7786. [CrossRef] [PubMed]

Xu, 5.Q.; Liang, R.R.; Zhan, T.G.; Qi, Q.Y.; Zhao, X. Construction of 2D covalent organic frameworks by taking advantage of the
variable orientation of imine bonds. Chem. Commun. 2017, 53, 2431-2434. [CrossRef] [PubMed]

Zhang, B.; Mao, H.; Matheu, R.; Reimer, ].A.; Alshmimri, S.A.; Alshihri, S.; Yaghi, O.M. Reticular synthesis of multinary covalent
organic frameworks. J. Am. Chem. Soc. 2019, 141, 11420-11424. [CrossRef]

Ding, S.Y.; Gao, ].; Wang, Q.; Zhang, Y.; Song, W.G.; Su, C.Y.; Wang, W. Construction of covalent organic framework for catalysis:
Pd/COF-LZU1 in Suzuki-Miyaura coupling reaction. J. Am. Chem. Soc. 2011, 133, 19816-19822. [CrossRef]

Gao, Q.; Li, X.; Ning, G.-H.; Xu, H.-S,; Liu, C.; Tian, B.; Tang, W.; Loh, K.P. Covalent organic framework with frustrated bonding
network for enhanced carbon dioxide storage. Chem. Mater. 2018, 30, 1762-1768. [CrossRef]


http://doi.org/10.1021/jacs.9b13824
http://www.ncbi.nlm.nih.gov/pubmed/32050761
http://doi.org/10.1038/s41557-019-0238-5
http://www.ncbi.nlm.nih.gov/pubmed/30962609
http://doi.org/10.1021/jacs.9b06908
http://www.ncbi.nlm.nih.gov/pubmed/31398976
http://doi.org/10.1021/jacs.0c06485
http://www.ncbi.nlm.nih.gov/pubmed/32674570
http://doi.org/10.1039/C9SC03725J
http://doi.org/10.1039/C8DT05056B
http://doi.org/10.1021/jacs.0c00560
http://doi.org/10.1002/anie.201501706
http://doi.org/10.1002/adma.202002038
http://doi.org/10.1002/adma.201907289
http://doi.org/10.1021/ja409033p
http://doi.org/10.1002/aoc.6642
http://doi.org/10.1021/acsami.7b03555
http://www.ncbi.nlm.nih.gov/pubmed/28485981
http://doi.org/10.1021/jacs.7b07918
http://www.ncbi.nlm.nih.gov/pubmed/29095604
http://doi.org/10.1002/smll.201801233
http://doi.org/10.1016/j.scitotenv.2022.155423
http://doi.org/10.1021/acs.inorgchem.6b00925
http://doi.org/10.1039/D1GC02118D
http://doi.org/10.1016/j.cej.2019.123471
http://doi.org/10.1016/j.snb.2018.08.132
http://doi.org/10.1021/acsmacrolett.6b00805
http://www.ncbi.nlm.nih.gov/pubmed/35651206
http://doi.org/10.1038/ncomms8786
http://www.ncbi.nlm.nih.gov/pubmed/26178865
http://doi.org/10.1039/C6CC09906H
http://www.ncbi.nlm.nih.gov/pubmed/28164199
http://doi.org/10.1021/jacs.9b05626
http://doi.org/10.1021/ja206846p
http://doi.org/10.1021/acs.chemmater.8b00117

Crystals 2022, 12, 880 90f9

37.

38.

39.

40.

41.

42.

43.

Li, L; Yun, Q.; Zhu, C.; Sheng, G.; Guo, J.; Chen, B.; Zhao, M.; Zhang, Z.; Lai, Z.; Zhang, X.; et al. Isoreticular series of
two-dimensional covalent organic frameworks with the kgd topology and controllable micropores. J. Am. Chem. Soc. 2022, 144,
6475-6482. [CrossRef]

Lu, C; Li, Y.; Wang, LM.; Yan, H.J.; Chen, L.; Wang, D. Rational design of two-dimensional covalent tilings using a C6-symmetric
building block via on-surface Schiff base reaction. Chem. Commun. 2019, 55, 1326-1329. [CrossRef]

Patra, B.C.; Khilari, S.; Manna, R.N.; Mondal, S.; Pradhan, D.; Pradhan, A.; Bhaumik, A. A Metal-Free Covalent Organic Polymer
for Electrocatalytic Hydrogen Evolution. ACS Catal. 2017, 7, 6120-6127.

Zhao, Q.; Chen, S.; Ren, H.; Chen, C.; Yang, W. Ruthenium Nanoparticles Confined in Covalent Organic Framework/Reduced
Graphene Oxide As Electrocatalyst toward Hydrogen Evolution Reaction in Alkaline Media. Ind. Eng. Chem. Research 2021, 60,
11070-11078.

Zhou, D,; Tan, X.; Wu, H; Tian, L.; Li, M. Synthesis of C—C Bonded Two-Dimensional Conjugated Covalent Organic Framework
Films by Suzuki Polymerization on a Liquid-Liquid Interface. Angew Chem Int Ed Engl. 2019, 58, 1376-1381.

Maiti, S.; Chowdhury, A.R.; Das, A.K. Electrochemically Facile Hydrogen Evolution Using Ruthenium Encapsulated Two
Dimensional Covalent Organic Framework (2D COF). ChemNanoMat 2019, 6, 99-106.

Ruidas, S.; Mohanty, B.; Bhanja, P.; Erakulan, E.S.; Thapa, R.; Das, P.; Chowdhury, A.; Mandal, S.K,; Jena, B.K.; Bhaumik,
A. Metal-Free Triazine-Based 2D Covalent Organic Framework for Efficient H2 Evolution by Electrochemical Water Splittin.
ChemSusChem 2021, 14, 5057-5064.


http://doi.org/10.1021/jacs.2c01199
http://doi.org/10.1039/C8CC08801B

	Introduction 
	Experimental Section 
	Materials and Instruments 
	Synthesis of JUC-624 
	Synthesis of JUC-625 
	Synthesis of Co(II)NPs@JUC-624 and Co(II)NPs@JUC-625 
	Synthesis of CoNPs@JUC-624 and CoNPs@JUC-625 
	Electrochemical Measurements 

	Results and Discussion 
	Conclusions 
	References

