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Postsynthetic modification (PSM) has been widely employed to enhance the functionality of metal—organic
frameworks (MOFs) for applications such as gas storage, light harvesting, and catalysis. However, the critical
role of framework flexibility in enabling diverse modification pathways and influencing framework
properties remains underexplored. In this work, we demonstrate that flexible MOFs offer unique
advantages for PSM, using the flexible PCN-128 as a platform for both chemical and mechanical
modifications to enhance photocatalytic CO, reduction activity. Mechanical force induces piezochromic
behavior, while sequential postsynthetic annulation reactions extend the m-conjugation of aromatic
ligands within PCN-128, both modulating the energy band positions and enhancing visible light
absorption. Single-crystal-to-single-crystal transformations were realized throughout the PSM process,
offering valuable insights into the transformation process and structure—property relationships.
Furthermore, metallo-phthalocyanine-based ligands (M-TcPC, M = Fe, Co, Ni) were introduced as

catalytic sites for CO, reduction via PSM strategies. By optimizing the ratio of photosensitizers to
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Accepted 19th July 2025 catalytic sites, the modified catalysts achieved a remarkable CO, reduction rate of 838 ymol g7t h™!

under visible light irradiation. This study highlights the untapped potential of flexible MOFs in applying
DOI: 10.1039/d55c02797g postsynthetic modification strategies to develop advanced photocatalysts for sustainable energy

rsc.li/chemical-science conversion.

tunable pore environments, and modular architectures,”*°
making them highly attractive platforms for photocatalysis.>*>*

A key advantage of MOFs in the design of photocatalysts lies
in their amenability to postsynthetic modification (PSM), which

Introduction

Photocatalysis utilizes solar energy to drive chemical reactions,
offering a promising strategy for sustainable energy

conversion.”” While traditional inorganic or organic semi-
conductors such as C;N,,° TiO,,” and perovskites® have been
studied extensively as photocatalysts,”™ their photocatalytic
performance is often constrained by limited surface area, slow
mass transport, and insufficient structural tunability.”*® In
contrast, metal-organic frameworks (MOFs), composed of
inorganic nodes and organic linkers, offer high surface areas,

“Institute of Flexible Electronics (SIFE, Future Technologies), Strait Laboratory of
Flexible Electronics (SLoFE), Fujian Normal University, Fuzhou, 350117, P. R.
China. E-mail: ifellzhang@fjnu.edu.cn

*State Key Laboratory of Coordination Chemistry, School of Chemistry and Chemical
Engineering, Nanjing University, Nanjing 210023, P. R. China. E-mail: syuan@nju.edu.cn
‘Department of Chemistry, Texas A&M University, College Station, Texas 77843-3255,
USA. E-mail: zhou@chem.tamu.edu

T Electronic supplementary information (ESI) available. CCDC 2395420, 2373983~
2373985. For ESI and crystallographic data in CIF or other electronic format see
DOI: https://doi.org/10.1039/d5s¢02797g

1 These authors contributed equally to this work.

© 2025 The Author(s). Published by the Royal Society of Chemistry

enables further enhancement in photoactivity beyond what can
be achieved through conventional one-pot synthesis.”?>*’
Through PSM, photoactive functionalities can be introduced or
fine-tuned while maintaining the porosity and framework
integrality of MOFs.>*! For example, Lin group designed a MOF
incorporating cuprous photosensitizers with Re catalysts for
photocatalytic CO, reduction to CO, achieving enhanced CO,
reduction activity under visible light.*> Meanwhile, various
catalytic sites can be anchored into photoactive MOFs, and their
ratios can be further optimized to achieve superior CO, reduc-
tion activity.>® These examples demonstrate that PSM allows the
precise placement of photosensitizers and catalytic sites,
thereby unlocking new opportunities for photocatalysis in
previously inert MOFs.

Despite the progress achieved through chemical PSM, the
mechanical modification of MOFs remains largely unexplored.
Flexible MOFs, which can undergo structural changes in
response to external stimuli, present new opportunities for
mechanical and chemical tuning. Mechanical forces can alter
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the structure or conformation of MOFs, leading to changes in
their electronic properties. A well-known example is piezo-
chromic MOFs, which exhibit fluorescence changes under
mechanical stress, making them suitable for applications such
as mechanical sensing and security paper.** In addition to
mechanical tuning, flexibility in MOFs also enhances the scope
of chemical modifications as many modification reactions
require the unit cell adjustments or bond rearrangements,
which are not feasible in rigid frameworks. For example, Zhou,
Su, Liu, and others have demonstrated postsynthetic linker
installation in flexible Zr-MOFs, incorporating linkers of varying
lengths to generate diverse structures with enhanced gas
storage and catalytic performance.*** However, few studies
simultaneously explore the effects of mechanical forces and
chemical modifications on the band gap structure and photo-
catalytic performance to our knowledge.

In this study, we selected the flexible MOF, PCN-128, and
systematically tuned its properties through both mechanical
and chemical modifications. Mechanical forces induced piezo-
chromic behavior, while sequential postsynthetic annulation
reactions extended the m-conjugation of aromatic ligands, both
contributing to band position adjustments and visible light
absorption enhancement. Notably, single-crystal-to-single-
crystal (SC-to-SC) transformations were realized throughout
the PSM process, allowing the monitoring of the structural
transformation process by single-crystal X-ray diffraction. We
demonstrated that flexibility is essential for successful PSM, as
rigid MOF analogues remained inert to mechanical forces and
annulation reactions. Additionally, we incorporated metallo-
phthalocyanine-based ligands (M-TcPC, M = Fe, Co, Ni) as
catalytic CO, reduction sites through PSM, achieving a remark-
able reduction rate of 838 pmol g~' h™" under visible light.
Transient absorption spectroscopy revealed that efficient energy
transfer from the m-conjugated aromatic linkers to Co-TcPC
played a key role in enhancing catalytic activity. This study
underscores the high tunability of flexible MOFs through
combined mechanical and chemical modifications, paving the
way for the rational design and fine-tuning of MOF-based
photocatalysts.

Results and discussion
Chemical and mechanical modifications of flexible PCN-128

PCN-128 was selected as a matrix because of its structural
flexibility, high chemical stability, and mesoporosity.** We use
both mechanical and chemical modifications to engineer the
band gap and incorporate CO, catalytic sites into PCN-128.
PCN-128 is composed of eight-connected ZrsO,(OH), clusters
linked by four-connected rectangular ETTC (ethene-tetrayl-
tetrakis(biphenyl-carboxylate)) linkers, forming a highly
porous framework with csq topology (Fig. 1a and b). The unique
csq topology and flexible ETTC linkers endow PCN-128 with
high structural tunability. Previously, we observed the piezo-
fluorochromic behavior of PCN-128, where mechanical pres-
sure induced compression of the ETTC linker and contraction
along the c-axis of the PCN-128 lattice.*® This compression
resulted in a color change from white to yellow, and the
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resulting phase is referred to PCN-128Y (Fig. 1le and f). We
further explored the chemical modification of PCN-128 via
Scholl reactions to transform the ETTC linker into conjugated
aromatic linkers, enhancing visible light absorption. Treating
PCN-128 in 4.9 mM and 72.1 mM FeCl; solutions for an hour
transformed ETTC into DPTC (9,10-diarylphenanthrenes tetra-
topic carboxylate) and DBTC (dibenzo[g,p]chrysenes tetratopic
carboxylate), respectively (Fig. 1b—-d and Scheme $27).**** These
partially and fully oxidized products were named PCN-129 and
PCN-130, respectively. The successful transformations were
confirmed by "H NMR spectra of digested samples, where the
disappearance of the original peaks at 7.18 ppm and the
emergence of new peaks at 9.50 ppm for PCN-129 and 9.25 ppm
for PCN-130 corresponded to the formation of the DPTC and
DBTC linkers (Fig. S2-S4t). In PCN-128, 128Y, 129, and 130,
each Zrg cluster is connected to 8 carboxylate linkers, leaving
four uncoordinated Zr sites for post-synthetic installation of
secondary linkers. Therefore, M-TcPC was anchored into PCN-
128, 128Y, 129, and 130 through solvent-assisted ligand incor-
poration (Fig. 1k-m).

PSM process monitored via single-crystal X-ray diffraction

Previously, PCN-128 has only been synthesized as crystalline
powders. By carefully controlling the reaction conditions, we
successfully obtained single crystals of PCN-128, allowing for
direct characterization of structural transformation via single
crystal X-ray diffraction (SCXRD). Single crystal structures of
PCN-128, PCN-128Y, PCN-129, and PCN-130 all crystallize in the
hexagonal P6/mmm space group. Their frameworks consist of
Zrs04(OH), clusters linked by rectangular linkers, sharing
a similar framework structure with esq topology. The mechan-
ical squeeze of ETTC and sequential transformation of ETTC
into DPTC and DBTC were clearly observed (Fig. 1f-j). In PCN-
128, the tetraphenylethylene moieties have four phenyl rings
rotated approximately 51° out of the plane due to the steric
hindrance of hydrogen atoms from adjacent phenyl rings.
Under pressure-induced stimulus, the rotation angle increases
to 70° in PCN-128Y. Upon transformation to PCN-129, two of
these phenyl rings and the ethylene group merge into a planar
phenanthrene moiety, while the remaining two phenyl rings
rotate approximately 5 degrees off the plane. In PCN-130, all
four phenyl rings and the ethylene group merge into a fully
conjugated dibenzo[g,p]chrysene structure, which is nearly
coplanar (Fig. S5-S87).

Interestingly, the mechanical modification and post-
synthetic annulation reactions are accompanied by changes in
unit cell dimensions. The c-axis length shrinks from 16.64 A in
PCN-128 to 15.13 A in PCN-128Y, 15.68 A in PCN-129, and
further to 15.17 A in PCN-130. Conversely, the g-axis length
expands from 49.04 A in PCN-128 to 50.71 A in PCN-128Y, 50.27
A in PCN-129, and 50.08 A in PCN-130. This unit cell change is
attributed to the conformational alteration of the linker during
the annulation reactions, which covalently connects adjacent
phenyl rings along the c-axis. It is important to note that the
framework flexibility of PCN-128 is crucial for the success of
postsynthetic annulation reactions. To assess the role of

© 2025 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d5sc02797g

Open Access Article. Published on 21 2025. Downloaded on 23.02.26 23:27:03.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

Edge Article

a % b 9/ ETTC o ¢ 9

HO' O 0 HO'

+ O | O 4.9 mM FeCl,

b O v
N ) [ o o

e
: = \\ N

= /
f g
- | )
= | =
\)-1 | o ‘ A b ) ; B
>N P press | “* N “_ | annulation
i e RoE n i
= S5 ,/ p X | A
i 3

5 ¥
L
PCN-128Y

Mechanical Modification

Fig. 1

View Article Online

Chemical Science

(e}
K HooS COOH
N.
4 N
= A \\N \N‘
* Ea
N M, N
s /
@
N\ NZ 7
HOOC’ 'COOH

M-TcPC

PCN-130 PCN-130M

Chemical Modification

(a) Zrg cluster and the corresponding schematic diagram. (b) The ETTC linker. (c) DPTC and (d) DBTC from sequential annulation of ETTC

and the corresponding schematic diagrams. (e) Schematic diagram of pressed ETTC linker. Schematic diagram of (f) PCN-128Y, (g) PCN-128, (h)
PCN-129 and (i) PCN-130. (j) Single-crystal structures of all synthesized samples viewed along the b direction. Linkers were highlighted for
distinction. (k) The extra activate site M-TcPC. Schematic presentation of PCN-130M structure viewed along the () b and (m) c direction. Color
scheme: Zr, sky blue; C, gray; N, blue; O, red; M, purple spheres. H atoms are omitted for clarity.

flexibility in chemical modification, we used a rigid framework
PCN-94 as a control group.** PCN-94 contains 12-connected Zrg
clusters and ETTC ligands but exhibits a rigid framework with
a 4,12-connected ftw topology. Although both PCN-94 and PCN-
128 are based on Zr, clusters and ETTC ligands, their differing
connectivities and topologies lead to different levels of flexi-
bility. Unlike PCN-128, the rigid PCN-94 could not undergo the
annulation reaction under parallel experimental conditions, as
confirmed by "H NMR spectra (Fig. S9 and S10t). Furthermore,
mechanical compression did not induce any structural change
in PCN-94. These control experiments highlight that flexibility
is essential for successful PSM through mechanical forces and
chemical annulation reactions.

It should be noted that PCN-129 and PCN-130 can only be
synthesized by PSM of PCN-128. The direct solvothermal
synthesis of PCN-129 and PCN-130 using Zr(iv) precursors and
corresponding DPTC and DBTC linkers failed to yield crystal-
line products. We propose that this is because the free confor-
mations of DPTC and DBTC linkers do not match the
requirements of PCN-129 and PCN-130 structures. In the
framework structures of PCN-128, PCN-129, and PCN-130, the
carboxylate groups are rotated approximately 85° from the
plane of the square planar linkers. In contrast, the angles are
approximately 36.6° for DPTC and 49.0° for DBTC in their free
molecular forms (Fig. S11 and S127). These results highlight the
critical role of postsynthetic annulation in achieving MOFs with
conjugated aromatic linkers.

© 2025 The Author(s). Published by the Royal Society of Chemistry

Structural characterization and stability evaluation

Powder X-ray diffraction (PXRD) was collected to verify the
phase purity of PCN-128, PCN-128Y, PCN-129, PCN-130, and
PCN-130M (Fig. 2a and S137). The peak position of the (100)
lattice plane shifts forward accompanied by the annulation of
PCN-128 to PCN-129 and is maintained during further oxidation
to PCN-130, matching well with the simulations based on single
crystal structures. Moreover, the PXRD patterns of PCN-130M
are similar to those of PCN-130, indicating that the anchoring
of Co-TcPC ligands did not affect the overall framework
structure.

The permanent porosities of PCN-128, PCN-128Y, PCN-129,
PCN-130, and PCN-130M were measured by N, adsorption-
desorption at 77 K. All samples exhibit a typical type IV isotherm
with a steep increase at P/P, = 0.4, indicative of mesoporous
structures. Pore size distribution, calculated by NLDFT methods
based on N, adsorption data, shows hierarchically porous
structures with two types of pores which can be assigned to
triangular micro-channels and hexagonal meso-channels in the
crystal structure. Both mechanical compression and post-
synthetic annulation reactions slightly reduced the N, total
uptake and Brunauer-Emmett-Teller (BET) surface area of PCN-
128, which aligns with the observed reduction in unit cell
volume after these modifications (Fig. 2b, Table S1 and S27).
Anchoring Co-TcPC ligands into PCN-130 resulted in

Chem. Sci., 2025, 16, 14995-15003 | 14997
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(a) Simulated and PXRD patterns and (b) N, adsorption isotherms at 77 K of PCN-128, PCN-128Y, PCN-129, PCN-130, and PCN-130Co-

2:1. (c) Pore size distribution of synthesized samples derived from N, adsorption isotherms. (d) Pictures and microscope images of PCN-128,
PCN-128Y, PCN-129, PCN-130, and PCN-130Co-2:1. (e) TEM image of PCN-130Co-2:1 and corresponding element mapping. (f) The DRIFTS
spectra of PCN-130 and PCN-130Co-2:1. Inset: the intensity decay of Zr—OH in the region from 3900 to 3500 cm™*. (g) Stability test of PCN-

130Co-2:1 in aqueous solution of pH 0-10 for 12 h.

a noticeable decrease in mesopore volume (Fig. 2¢), indicating
that the Co-TcPC primarily occupies the hexagonal meso-
channels.

The sequential annulation process and subsequent Co-TcPC
modification were visually observable through crystal color
changes, from white to yellow and then to blue (Fig. 2d). The
uniform color indicates the homogeneous composition of these
samples throughout the crystal particles. Scanning electron
microscopy (SEM), transmission electron microscopy (TEM),
and elemental mapping using energy-dispersive X-ray spec-
troscopy (EDS) confirmed the retention of the rod-like crystal
morphology and uniform distribution of Co-TcPC within the
MOF particles (Fig. 2e and S14%). Additionally, infrared spec-
troscopy (Fig. S15 and S16%) and thermogravimetric analyses
further confirmed the successful incorporation of Co-TcPC. The
M-TcPC-functionalized samples exhibit reduced weight loss
below 300 °C and increased loss above 300 °C, consistent with
the substitution of terminal -OH/H,O ligands by M-TcPC
linkers. The experimentally observed residual weights align
well with the calculated values based on the proposed MOF
compositions (Fig. $171). The coordination mode of Co-TcPC to
the Zrg cluster was studied by diffuse reflectance infrared
Fourier transform spectroscopy (DRIFTS). The -OH stretch of

14998 | Chem. Sci, 2025, 16, 14995-15003

the Zr-OH groups initially observed at 3674 cm ™', showed an

intensity decrease upon coordination with Co-TcPC. Addition-
ally, a new shoulder peak appeared at 1663 cm ™" corresponding
to uncoordinated ~-COOH in Co-TcPC (Fig. 2f). Therefore, we
propose a coordination model for Co-TcPC (Fig. 11) in which Co-
TcPC coordinates with Zr sites through one or two carboxylate
groups, while the remaining carboxylic acid groups remain
uncoordinated. X-ray photoelectron spectroscopy (XPS) further
indicates the Co®" species in PCN-130Co-2:1 (Fig. S187).

The stability of PCN-130Co-2:1 was systematically studied by
immersion in pH 0-10 aqueous solution for 12 h. No leaching of
Co-TcPC or DBTC linkers was observed in the supernatant, as
monitored by UV-vis spectra (Fig. S191). Unchanged PXRD
spectra demonstrated the maintained crystallinity during the
stability test (Fig. 2g). In addition, PCN-130Co-2:1 also demon-
strates higher mechanical stability than PCN-128 as indicated
by the unchanged PXRD patterns after solvent removal and
mechanical compression (Fig. S201).

Physicochemical properties

Physicochemical properties of photoelectrical experiments of
PCN-128, PCN-128Y, PCN-129, PCN-130, and PCN-130M were
by UV-vis, Mott-Schottky

systematically  investigated

© 2025 The Author(s). Published by the Royal Society of Chemistry
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measurement, and DFT calculations. The UV-vis diffuse reflec-
tance spectrum of PCN-128 shows no absorption in the visible
light region. Under pressure, piezochromic behavior was
observed in PCN-128Y accompanied by the redshift of absorp-
tion into the visible region. As the m-conjugation system was
gradually extended, PCN-129 exhibited a slight redshift in
absorption, while PCN-130 showed a significant redshift and
enhanced absorption at 410 nm. After modifying PCN-130 with
M-TcPC, PCN-130M shows a new absorption in the range from
600 to 800 nm assigning to the Q-band transitions of phthalo-
cyanine (Fig. 3a and S21). The band gap energy (E,) was calcu-
lated by Tauc plots to be 2.90 eV for PCN-128, 2.59 eV for PCN-
128Y, 2.60 eV for PCN-129, 2.55 eV for PCN-130, and 1.47 eV for
PCN-130Co0-2:1 (Fig. S22 and S23t). The narrower bandgap
corresponds to enhanced visible light absorption. Mott-
Schottky measurement was conducted at different frequencies
to determine the flat band energy. The flat band potentials were
acquired with the values of —1.33, —1.24, —1.13, —0.83, and
—0.62 Vvs. normal hydrogen electrode (NHE) for PCN-128, PCN-
128Y, PCN-129, PCN-130, and PCN-130Co-2:1, respectively
(Fig. S24 and S25%). All samples displayed the typical positive

View Article Online
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slope of n-type semiconductors, where the conduction band
(LUMO) equals the flat band potential. Therefore, the energy
band structures of the MOFs obtained by Tauc and Mott-
Schottky plots were displayed in Fig. 3b and S26, and the trend
matched well with the HOMO and LUMO energy levels of the
respective linkers (Fig. S2771).

To further investigate the influence of sequential annulation
on the electronic structure, the total density of states (TDOS)
and partial density of states (PDOS) were calculated via density-
functional theory (DFT).***** Fig. 3c represents the projected
density of states aligned to the vacuum level for PCN-128 and
PCN-130. For both PCN-128 and PCN-130, the conduction band
(CB) was primarily located on the ZrsO4(OH), clusters and the
organic linker, whereas the valence band (VB) resided
predominantly on the organic linker. More specifically, the VBs
of both PCN-128 and PCN-130 are mainly composed of C and N
orbitals, whereas the CBs originate from C, O, and Zr contri-
butions. After the annulation reaction, an upshift in the VB was
observed, leading to a narrower bandgap in PCN-130, under-
scoring its strong potential for efficient solar energy harvesting.
A similar trend was observed in the alignment of the highest
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(@) UV-vis spectra and (b) energy band gap value of PCN-128, PCN-128Y, PCN-129, PCN-130, PCN-130Co-2:1. (c) Calculated TDOS and

PDOS of PCN-128 (left) and PCN-130 (right). HOCO and LUCO of (d) PCN-128, (e) PCN-130 and (f) PCN-130Co-2:1. (g) Transient photocurrent
responses, (h) steady-state photoluminescence spectrum and (i) time-resolved photoluminescence decay plots of PCN-130 and PCN-130Co-

2:1.
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occupied crystal orbitals (HOCOs) and the lowest unoccupied
crystal orbitals (LUCOs). The calculated bandgap between
HOCO and LUCO decreased from 2.74 eV for PCN-128 to 2.10 eV
for PCN-130 (Fig. 3c). Analysis of the charge density distribution
of the respective HOCOs and LUCOs indicated that both MOFs
exhibit spatially localized electronic states.*® In contrast to PCN-
130, PCN-130Co showed a redistribution of charge density, with
the LUCO primarily localized on the Co-TcPC unit and HOCO
primarily associated with the DBTC linker. Consequently,
photoexcitation of PCN-130Co is expected to induce electron
transfer from the photosensitizing DBTC linker to the Co-TcPC
center (Fig. 3d-f).

Transient photocurrent response, photoluminescence
spectra (PL), and time-resolved fluorescence decay spectroscopy
were conducted to evaluate the photoelectron-hole separation
efficiency (Fig. S28-S307). After incorporating Co-TcPC, PCN-
130Co-2:1 displays a higher photocurrent response intensity
than PCN-130 under visible light irradiation, indicating more
efficient photoinduced electron separation (Fig. 3g). The PL
emission spectrum reveals weaker luminescence and time-
resolved fluorescence decay spectroscopy shows a shorter fluo-
rescence lifetime in PCN-130Co-2:1 suggesting effective energy/
electron transfer from the DBTC fluorophore to the Co-TcPC
center (Fig. 3h and i).
enhanced charge separation and suppressed recombination
facilitated by the incorporation of Co-TcPC.

These results demonstrate the

View Article Online

Edge Article

Visible-light-driven CO, reduction

Encouraged by the well-defined ordered structure and prom-
ising photoelectric properties of PCN-130Co systems, we set out
to investigate their photocatalytic CO, reduction performance.
The photocatalytic reaction was conducted using 5 mg of cata-
lyst in an acetonitrile/triethylamine (MeCN/TEA) mixed solution
under visible light irradiation (1 > 400 nm) without additional
photosensitizers or cocatalysts. The effect of photosensitizing
linkers (ETTC, DPTC, and DBTC) on the photocatalytic activity
was initially compared. PCN-130Co exhibited significantly
higher CO, reduction activity compared to PCN-128Co, PCN-
128YCo, and PCN-129Co, with CO as the main product. This
enhanced performance can be attributed to the suitable energy
band alignment and strong visible light absorption properties
of the DBTC linkers. Additionally, the fully conjugated aromatic
nature of DBTC likely contributes to the stabilization of the
charge-separated state (Fig. 4a). Anchoring M-TcPC onto PCN-
130 significantly enhanced the CO production rate, with Co-
TcPC demonstrating the highest performance among the
tested metals (Fig. 4b). Furthermore, the catalyst amount in
each photocatalytic test was optimized to 5 mg, as lower loading
resulted in reduced activity due to insufficient active sites, while
excessive loading led to material waste (Fig. S317}). Lastly, the
ratio between the photosensitizing DBTC linkers and catalytic
Co-TcPC centers was optimized in PCN-130Co. PCN-130Co-2:1,
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Fig. 4

(a) Effects of photosensitizers on photocatalytic CO, reduction in PCN-128Co, PCN-128YCo, PCN-129Co, and PCN-130Co. The ratio of

Zrg cluster and M-TcPC is 4 : 1 without additional information. (b) Effects of different active sites and (c) optimization of photosensitizers and
catalytic sites on photocatalytic CO, reduction. (d) The control experiments of CO, reduction performance over PCN-130Co-2:1 under altered
conditions. (e) Mass spectra of *CO (m/z = 29) produced in the reduction of **CO, over PCN-130Co-2:1. (f) Time-dependent CO, photore-

duction performance of PCN-130Co-2:1.
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Fig. 5 Femtosecond TA contour maps of (a) PCN-130 and (d) PCN-130Co-2:1. The time-resolved TA spectra of (b) PCN-130 and (e) PCN-
130Co-2:1 at different decay time. (c) Normalized kinetic profile probing at 775 nm. (f) Proposed mechanism diagram for energy transfer and

photocatalytic CO, reduction of PCN-130Co-2:1.

with a DBTC to Co-TcPC ratio of 2: 1, achieved the highest CO
production rate of 838 umol g * h™" (Fig. 4c).

For comparison, control groups without the photocatalyst or
without CO, showed no CO, reduction products. Additionally,
molecular Co-TcPC exhibited low activity due to the absence of
photosensitizing DBTC. Filtration experiments confirmed the
heterogeneous nature of the catalytic reaction, as the filtrates
displayed no activity (Fig. 4d). To further confirm the source of
the CO product, the **CO, isotopic labeling experiment was
conducted. The detection of **CO peaks at m/z = 29 confirmed
that the reduction products originated from "*CO,, rather than
the decomposition of catalysts or solution (Fig. 4e). Moreover,
PCN-130Co-2:1 exhibited sustainable photocatalytic activity
under visible light illumination for 12 h (Fig. 4f). The perfor-
mance of PCN-130Co-2:1 remained consistent during three
consecutive runs (Fig. S321). PXRD test indicated the intact
structure of PCN-130Co after photocatalytic CO, reduction,
confirming its high stability (Fig. S337).

The femtosecond transient absorption (fs-TA) spectroscopy
measurement was performed to elucidate the excited state
dynamics of PCN-130 and PCN-130Co-2:1. TA contour map and
spectra at selective timepoints indicated that DBTC was
photoexcited, producing the stimulated emission (SE) peak at
455 nm.***® Simultaneously, charge transfer (CT) state and
excited-state absorption contribute two new peaks around
580 nm and 780 nm (Fig. 5a and b). Compared with PCN-130,
PCN-130Co-2:1 shows a negative peak at 680 nm, attributed to
the ground-state bleaching (GSB) of Co-TcPC. The two new
peaks at 575 nm and 775 nm correspond to the excited-state
absorption (ESA) of Co-TcPC (Fig. 5d and e).** However, the
CT peak and ESA of DBTC cannot be distinctly distinguishable
because of the partial overlap with the EAS peaks of Co-TcPC.

© 2025 The Author(s). Published by the Royal Society of Chemistry

Notably, the SE of DBTC linkers and ESA peaks of Co-TcPC
reached the maximum at 550 fs, while the GSB peak progres-
sively increased until 3 ps and eventually dominated with longer
time delays, suggesting the stable charge-separated state.
Furthermore, the TA kinetics analysis and second-order func-
tion fitting at 775 nm reveal the average lifetime of 16.77 ps for
PCN-130 and 45.31 ps for PCN-130Co-2:1, respectively. Thus, we
propose that the energy transfer from DBTC to Co-TcPC
increases the excited-state lifetime and suppresses electron—
hole recombination under photoexcitation (Fig. 5¢c-f). The effi-
cient energy transfer from the DBTC linker to the Co-TcPC
catalytic center plays a crucial role in promoting visible-light-
driven CO, reduction, making PCN-130Co a highly promising
material for photocatalytic applications.

Conclusions

In conclusion, we systematically explored the PSM of the flexible
MOF PCN-128 through both mechanical and chemical
approaches to enhance photocatalytic performance. Sequential
annulation of ETTC linkers transformed PCN-128 into PCN-130,
effectively narrowing the bandgap and improving visible light
absorption. Furthermore, introducing metallo-phthalocyanine-
based ligands (M-TcPC, M = Fe, Co, Ni) into the framework
provided additional catalytic sites, further boosting CO,
reduction activity. The optimized catalyst, PCN-130Co-2:1,
achieved an impressive CO, reduction rate under visible light
by integrating photosensitizers and catalytic centers, enabling
efficient energy transfer and prolonging the excited-state life-
time. This study emphasizes the critical role of framework
flexibility in facilitating PSM by enabling structures that are

inaccessible through conventional one-pot synthesis,
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particularly for conformationally mismatched ligands. Our
results further highlight the potential of mechanical and
chemical modifications of flexible MOFs to optimize both the
bandgap and active sites, thus enhancing photocatalytic effi-
ciency. These new insights will inspire the rational design of
advanced MOF-based photocatalysts for energy conversion and
sustainability.
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