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A Solution-Processable Porphyrin-Based Hydrogen-Bonded Organic
Framework for Photoelectrochemical Sensing of Carbon Dioxide
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Qingdao Zeng, Yaming Zhou, Banglin Chen,* and Peng Li*

Abstract: Detecting CO, in complex gas mixtures is
challenging due to the presence of competitive gases in
the ambient atmosphere. Photoelectrochemical (PEC)
techniques offer a solution, but material selection and
specificity remain limiting. Here, we constructed a
hydrogen-bonded organic framework material based on
a porphyrin tecton decorated with diaminotriazine
(DAT) moieties. The DAT moieties on the porphyrin
molecules not only facilitate the formation of comple-
mentary hydrogen bonds between the tectons but also
function as recognition sites in the resulting porous
HOF materials for the selective adsorption of CO,. In
addition, the in-plane growth of FDU-HOF-2 into
anisotropic molecular sheets with large areas of up to
23000 um? and controllable thickness between 0.298 and
2.407 ym were realized in yields of over 89% by a
simple solution-processing method. The FDU-HOF-2
can be directly grown and deposited onto different
substrates including silica, carbon, and metal oxides by
self-assembly in situ in formic acid. As a proof of
concept, a screen-printing electrode deposited with
FDU-HOF-2 was fabricate as a label-free photoelectro-
chemical (PEC) sensor for CO, detection. Such a signal-
off PEC sensor exhibits low detection limit for CO,
(2.3 ppm), reusability (at least 30 cycles), and long-term

working stability (at least 30 days).
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Introduction

Carbon dioxide (CO,) is a ubiquitous molecule known for
its non-toxic, benign, cost-effective, highly oxidizing, and
predominantly inert properties.l'! Detection and monitoring
of CO, hold paramount significance in investigating and
understanding the multiple facets of this molecule, as well as
in occupational health, public health, and societal welfare.”!
However, CO, sensing in a mixture of multiple gases proves
challenging due to the presence of competitive gases such as
oxygen, carbon monoxide, and water vapor, all of which
exhibit considerably higher chemical reactivity.®! Currently,
a variety of modalities and materials are available for the
detection and monitoring of CO,, including electrochemical
(EC) sensors, fluorescence analysis,” non-dispersive infra-
red sensors,® semiconducting field effect transistors
(FETs),” paper-based sensors® and polymers.”! Despite the
diversity and efficiency of these methods, they do not
provide a viable solution for CO, sensing in complex
environments, and the devices require fabrication of com-
plex equipment and processes.

Photoelectrochemical (PEC) technique, with their oper-
ating simplicity, compact size, cost-effectiveness, rapid
reaction time and great sensitivity offer a possible solution
to these limitations."” In contrast to conventional electro-
chemical techniques, due to the separation of excitation
signal and output signal, PEC assay possesses low back-
ground signal, which reduces the background interference.!'!
PEC analytical methods have gained widespread application
in detecting various targets, such as bacteria, proteins,
nucleic acids, small molecules, and metal ions.'” Impor-
tantly, the efficacy of PEC methods critically hinges upon
the semiconductor materials for the photoelectrode, and an
array of photoactive semiconductor materials has been
developed for PEC sensors, including metal oxide (TiO,,
Zn0),™ metal sulfides compound (Bi,S;, AgS)" and
nanocomposite materials (AuNRs@TiO,, Bi,Sy/TiO,)."
However, among various photoactive materials such as TiO,
and ZnO only provide surface chemical recognition, and
molecules with similar structures to target molecules con-
found the detectors and result in false alarms. The ordered
porous materials are considered to be far superior to non-
porous materials for sensing due to their high reactive
surface area, unique size discrimination, and site-
recognition.!'®)

Hydrogen-bonded organic frameworks (HOF) belong to
a branch of porous molecular crystals with extrinsic poros-
ities caused by the imperfect packing.'”? HOFs have recently

© 2023 Wiley-VCH GmbH
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become a focus of supramolecular materials and have
evolved rapidly into a family of stable and functional
crystalline porous materials based on the combining of
multiple intermolecular complementary hydrogen-bonds
and other synthetic strategies.”®! Among various types of
HOFs, porphyrin-based tectons and their metallated deriva-
tives have been used widely to construct functional HOF
materials for applications associated with gas separation,!"”!
sensing,” catalysis®®!! and drug delivery.”” Remarkably,
porphyrin is an aromatic macrocycle with an 18-n electron
framework, the wide absorption range covering the visible
to NIR region endows porphyrin-based materials with out-
standing panchromatic light harvesting ability,™ further
allow for accelerating electron transfer rate for improved
PEC performances of porphyrin-based HOFs. Amidst a
myriad of distinct strategies employed in constructing
HOFs, shape-fitted n—n stacking strategy is one of the most
efficient methods to construct stable HOFs.” Numerous
HOF materials have been prepared based on tectons
containing both organic backbones with large n-conjugated
structures and chemically grafted hydrogen-bonding sites
such as diaminotriazine (DAT), carboxylic acids and
ureas.”! Furthermore, the incorporation of the DAT moiety
into the molecular architecture of HOFs not only facilitates
the assembly of HOF crystal structures, but also imparts the
capacity for chemical CO, adsorption to HOFs, because the
gas inserts into the HOFs to form chains of oxygen-bound
carbamate species with DAT. Such an amine binding
orientation, coupled with a synergistic arrangement of
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porous structures, grants unfettered access to CO, at the
amine sites, facilitating robust chemisorption.?"!

Here, we report a photosensitive and highly conductive
two-dimensional (2D) hydrogen-bonded porphyrin frame-
work, FDU-HOF-2. The HOF could be fabricated into
sheet-like crystals with large areas (up to 23500 pm?),
controllable thickness (0.298-2.407 um) and high area to
thickness ratio (up to 9791) by a facile solution-processing
method. Importantly, the DAT groups in the HOFs serve as
the selective recognition sites for CO,. The screen printing
electrodes deposited with FDU-HOF-2 show highly selective
CO, detection performance with wide sensing range (5-
400 ppm), an extremely low detection limit (2.3 ppm) and
exceptional specificity.

Results and Discussion

5,10,15,20-Tetrakis(4-(2,4-diaminotriazinyl)phenyl)porphyrin
(H,TDPP) and its precursor, 5,10,15,20-tetrakistetra(4-
cyanophenyl)porphyrin were synthesized according to pre-
viously reported methods.”*?" We prepared a HOF crystal
(hereafter FDU-HOF-2) with H,TDPP as the monomer by
using DMF/acetone mixed solvents (Figure 1a). In the
crystal structure of FDU-HOF-2, the H,TDPP monomer
interact with one another by n—n stacking at 3.551 A (Fig-
ure 1b) to form a dimer, where the H,TDPP molecule
connects to another H,TDPP molecule in a head-to-head
orientation, with hydrogen bond lengths of 2.928 and

(b)

pcu topology

Figure 1. Crystal structure of FDU-HOF-2. a) Schematic representation of the synthesis procedure and structure. b) The adjacent building unit from
two independent networks forms multiple face-to-face n—x stacking interactions at 3.551 A. c) Adjacent organic building units are linked together
with hydrogen bond lengths of 2.928, 3.081 and 2.959 A (dotted black line). d) The host framework shows one-dimensional channels with an
elliptical window aperture of 11.97x21.74 A along the crystallographic <1 0 0> direction. e) pcu topology network as it occurs in the crystal

structure.
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2.969 A in one direction. Similarly, it is also linked to
another H,TDPP molecule in a side-to-side manner, with
hydrogen bond lengths of 3.027 and 3.081 A, thus creating a
2D network structure. Furthermore, in a different direction,
H,TDPP can form connections with other H,TDPP mole-
cules in a head-to-head orientation, forming hydrogen bonds
with a length of 2.959 A, facilitating the linkage of 2D
networks into a cohesive three-dimensional (3D) structure
(Figures 1c, Table S1, S2). Ultimately, this arrangement
results in the formation of a HOF frameworks with a
primitive cubic (pcu) topology along the z-axis with a pore
size of ca. 11.97x21.74 A (Figures 1d, le). The solvent-
accessible void of FDU-HOF-2 estimated by PLATON is
approximately 53.1 % (Figure S1).**

The crystalline nature of FDU-HOF-2 was demonstrated
with a powder X-ray diffraction (PXRD) investigation
(Figure 2a). The PXRD pattern for FDU-HOF-2 features
the characteristic peaks at 3.49°, 4.58° and 6.92°, which
coincide well with the simulated pattern of FDU-HOF-2.
The excellent match of the peak positions confirms the
phase purity of the FDU-HOF-2 crystals. However, the
elimination of solvent guests from the pores gave rise to the
activated FDU-HOF-2 and the <0 0 1> crystal plane of
FDU-HOF-2 was shifted, indicating that the framework is
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slightly contracted. Encouraged by the excellent stability
and suitable pore size of FDU-HOF-2, we further inves-
tigated the permanent porosity behavior of a guest-free
sample. Before the gas sorption measurement, the activation
of acetone-exchanged crystals in a high vacuum provided an
activated sample at room temperature. The pore character-
ization was explored with 196 K and 298 K CO, adsorption
isotherms (Figure 2b, 2c). Interestingly, FDU-HOF-2
displays reversible CO, adsorption and desorption isotherms
at 196 K, and the CO, sorption isotherm shows a very sharp
uptake in the low-pressure region (P/P,< 0.08), an indication
of a robust microporous feature. The Brunauer—-Emmett—
Teller surface area of FDU-HOF-2 was determined to be
250 m?g ! by the CO, sorption experiment at 196 K. And
the permanent porosity and channel in FDU-HOF-2
prompted us to further explore its CO, selective absorption
performances. Hence, low-pressure single-component sorp-
tion data of CO,, O,, and N, were collected at 298 K. FDU-
HOF-2 shows uptake amounts of 25.8, 1.35 and 2.71 cm’/g
for CO,, O,, and N, at 298 K and 100 kPa, respectively. To
further explore the gas affinity, the adsorption heat (Q,) for
CO, was calculated based on the isotherms measured at
273K and 298K using the Clausius-Clapeyron equation.
The corresponding O, value of FDU-HOF-2 at nearly zero
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Figure 2. a) Comparison of the XRD patterns of as-synthesized FDU-HOF-2 and simulated pattern. b) 196 K CO, adsorption isotherms of FDU-
HOF-2. c) 298 K CO,, N, and O, adsorption isotherms of FDU-HOF-2. d) Schematic presentation of the combination of FDU-HOF-2 and CO,.
SEM images of sheet FDU-HOF-2 with different diffusion times: (e, g) 2 h and (f, h) 8 h.
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coverage for CO, was 25.7 kJ/mol (Figure S2). The results
demonstrate the presence of a strong interaction between
the CO, substrates and the framework. As has been
discussed in the literature, the exposure of CO, to FDU-
HOF-2 leads to the formation of carbamic acid, as evidenced
by the characteristic peaks of both physically and chemically
absorbed CO, in the solid-state "C NMR spectra (Figure 2d,
S3).””! This occurs through reversible reactions, exchange
and generation of a dynamic system of species, indicating
the potential sensing performance of FDU-HOF-2 for CO,.

Although chemical or physical exfoliation methods have
been used to prepare nanosheets from bulky HOF crystals
with low yields,” the bottom-up approach for HOF nano-
sheets preparation has not been realized to date. Interfacial
assembly of supramolecular mono- and bilayered molecular
arrays with nanopores based on pre-designed synthons and
complementary hydrogen-bonding has been achieved,” but
control over the multi-layer assembly is difficult even on the
surface.’” To prepare homogeneous and stable 2D sheets
materials, it is common practice to limit the crystal growth
to a particular plane, for example, by growing thin layers of
sheets on a specific template to prepare lamellar materials
with structural orientation. Alternatively, it is possible to
control the crystal growth in a specific crystal plane by using
templating agents or surfactants to achieve crystallization in
the 2D direction. In previous works of growing DAT
functionalized porphyrin HOFs by adjusting the solvent led
to different blocks of crystals.””” In these blocks the
porphyrin tectons, crystals without specific morphologies,
self-assemble with each other by exploiting hydrogen-
bonding sites to form 2D sheets which were further
extended to a 3D framework through intermolecular n—n
stacking. We reasoned that controlling the initial concen-
trations of precursors and combinations of good or poor
solvents during the synthesis of HOF materials may result in
size controlled, uniform and anisotropic HOF crystals. In
this work, we synthesized sheet-like FDU-HOF-2 in high
yield by a liquid/liquid diffusion method as follows: (1) the
porphyrin monomer is fully dissolved in DMF, (2) a DMF
solution containing the porphyrin monomer is mixed with a
specific percentage of acetone to prepare the 2D HOF
sheets through a simple recrystallization method at room
temperature (Figure S4). Then, we varied the HOF precur-
sor ratios and growth times to investigate the morphological
characteristics of FDU-HOF-2. As the HOF crystals start to
recrystallize, the color of the solution becomes lighter and
microcrystals of HOFs appear in the bottle. After 24 h of
crystallization, a large number of HOF sheets appear in the
bottle and the color of the solution becomes almost trans-
parent (Figure S5). Optical microscopy shows that the HOF
crystals prepared by this liquid/liquid diffusion method
display sheet crystals about a millimeter in size (Figure S6).
Subsequently, we examined thegrowth process of HOF
sheets by scanning electron microscopy (SEM). After 2 h of
liquid/liquid diffusion, the size of HOF sheets is about 5 um
x5pum and the thickness is about 295 nm. The sheet
fragments also display regular shapes, indicating that the
large sheets are formed by the gradual growth of small
sheets (Figure 2e, 2g, S7). With 4h of growth, the HOF
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sheets grow to 10 umx20 um and the thickness increase to
412 nm (Figure S8), and the HOF sheets are found to be
fractured with regular rectangular shapes exhibiting straight
perpendicular edges after 8 h growth, their size is about
40 ymx100 pm, thickness is about 1905 nm (Figure 2f, 2h,
S9). After 24 h of growth, the size of an HOF sheet is about
100 umx150 pm, and its thickness is about 2210 nm (Fig-
ure S10). According to the SEM results, as the diffusion
time increased from 2 to 24 h, the area and thickness of the
sheet FDU-HOF-2 continuously increased from 27 to
23500 um* and from 0.298 to 2.407 um, respectively (Fig-
ure S11). However, after 24 h of growth, the area/thickness
ratio continuously increased from 91 to 9791 with the
diffusion (Figure S12), demonstrating that FDU-HOF-2
crystals recrystallized by the liquid/liquid method tend to
grow in a sheet-shape rather thanforming blocks and rods.
2D materials are used in the field of gas detection, because
their large specific surface area provides abundant active
sites facilitating gas adsorption. Hydrogen-bonded organic
frameworks, a typical porous crystalline material, has
becoming a fascinating candidate with which to build sensing
platforms possessing satisfactory gas sensing characteristics.

Integrating porous crystalline materials onto electronic
devices and programming their nano-organizations on
surfaces™ notably broadens their scope of electrochemistry
applications such as electrocatalysis and electrochemistry
sensing.” Porous materials with sheet morphology are ideal
for deposition on electronic devices because of the increased
contact areas and the consequently reduced diffusion
distance between electrolytes and the working interface.[*!
However, during the modification of the electrode interface,
the 2D sheets are liable to form a tight stacked structure,
which is not conducive to the transmission of electrons and
impedes the full access between the materials and gas
molecules, so there is much progress to be made about their
sensitivity and response and recovery characteristics. The in
situ assembly of sheets on photoelectrochemical (PEC)
sensors being an effective strategy to address the aforemen-
tioned issues, we utilized the tendency of porphyrins to form
dimers and grow into 2D sheets on carbon, silicon wafers
and indium tin oxide (ITO) via the natural evaporation of a
formic acid solution containing porphyrin molecules. The
layered structure of FDU-HOF-2 was easily observed from
the SEM images (Figure S13). Then, we use this method to
rapidly modify the screen-printing electrode (SPE) surface
with consistent thickness nanosheets (NS) FUD-HOF-2,
termed NS FDU-HOF-2/SPE (Figure 3a). For comparative
analysis, sheet crystals of FDU-HOF-2 were prepared and
used to modify the electrodes (termed sheet FDU-HOF-2/
SPE) by a drop casting method. We employed scanning
tunneling electron microscopy (STM) to further investigate
the self- assembly process of NS FDU-HOF-2. The STM
results revealed that every two protonated porphyrins
formed a dimer, and every four dimers constituted a lattice-
like structure. The angle of the lattice was approximately 90
degrees, and its width was 2.8 nm, which is consistent with
the single crystal data. These findings elucidate the growth
mechanism of two-dimensional lamellar HOFs via the in situ
growth process (Figure 3b, 3c). To avoid energy-induced
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Figure 3. a) Schematic illustration of the fabrication process of NS FDU-HOF-2/SPE. b, ¢) Medium-scale and high-resolution STM of NS FDU-
HOF-2 self-assembly structure at rt at the 1-heptanoic acid /HOPG interface. d, e) Structural profile of FDU-HOF-2 by low-electron-dose cryo-EM,
and the FFT pattern of the selected area (inset) that was assigned to the FDU-HOF-2 crystal along the <010>, <020>,and <00 1>
directions. f) Photocurrent responses of several MOFs (green), metal oxides (orange), HOFs (blue), COF-366 (red), and NS FDU-HOF-2/SPE
(black). g) Photo-electrochemical response mechanism for the FDU-HOF-2/SPE.

structural damage and successfully visualize the crystallo-
graphic nature of the material, we used low-electron-dose
cryo-EM to acquired rich microstructural details of FDU-
HOF-2. A series of lattice planes along the <0 10>, <02
0>,<001>,<10-1>,<011>,and <00 2> directions
and the ordered 1D channel-like pores can be clearly
witnessed, the FDU-HOF-2 crystals exhibited long-range
order across the whole crystallite. The inverse fast Fourier
transform (FFT) pattern more clearly presented the molec-
ular assembly structure, in which each organic linker
molecule interacts with four neighboring molecules through
hydrogen bonds to extend into an intact two-dimensional
structure with ordered rhombic aperture, in good agreement
with the theoretical crystallographic aperture
(11.97 Ax21.74 A) (Figure 3d, 3e). The 2D HOFs structure
can also be observed through atomic force microscopy
(AFM), which measures the height of NS FDU-HOF-2 to
be between 2.6 and 2.8 nm, and the structure of layer-by-
layer stacked monolayer FDU-HOF-2 with the height

Angew. Chem. Int. Ed. 2023, 202311482 (5 of 9)

between 2.0 and 2.2 nm (Figure S14). The NS FDU-HOF-2
grown on SPE surface are directly studied via grazing-
incidence wide-angle X-ray scattering (GIWAXS). The
reflections appear as rings because of the random orienta-
tion of the grains in the sample in contrast to the substrate.
In detail, the reflection rings of NS FDU-HOF-2 at Qxy=
0.48 and 0.65 A™' correspond to the lattice planes (Fig-
ure S15), which is consistent with the lattice planes of sheet
FDU-HOF-2 (Figure S16). In summary, STM, cryo-EM and
GIWAXS results indicate that the NS FDU-HOF-2 ob-
tained by natural evaporation is the same as the sheet FDU-
HOF-2 obtained by liquid/liquid diffusion. To gain a better
understanding of the mechanism of acid induced self-
assembly, we then performed DFT computation on FDU-
HOF-2. The calculation details can be found in SI. For
optimized FDU-HOF-2 crystal, the unit cell contains two
molecules, each molecule having 6 hydrogen bonds. Based
on the optimized structure, we then attempted to introduce
formic acid into the cell to investigate how acid affects the
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stability of the FDU-HOF-2 crystal. We consider both
nitrogen atoms in porphyrin and melamine as potential sites
for acidification and found that formic acid can strongly
stabilize the melamine N with an adsorption energy of
20.0 kcal/mol by forming one OH--N hydrogen bond and
three NH--O hydrogen bonds (Figure S17).

We then investigated the electrochemical and photo-
electrochemical properties of NS FDU-HOF-2. The diffuse
reflectance spectroscopy (DRS) experiments for NS FDU-
HOF-2 indicate strong absorption bands from 300 to 500 nm
(Figure S18). Based on the Tauc plots, we calculated the
band gaps of FDU-HOF-2 to be 2.51 eV, based on the
intersection of the section line and the abscissa (Figure S19).
Next, we measured the photocurrent responses of sheet
FDU-HOF-2/SPE and NS FDU-HOF-2/SPE using ascorbic
acid as an electron donor and found that NS FDU-HOF-2/
SPE demonstrates the best photocurrent response (6 pHA)
compared to the drop-coated sheet FDU-HOF-2/SPE
(2 nA), which is attributed to the ample contact between the
material and the electrode surface, enabling rapid transfer
of photoelectrons from the HOFs material to the electrode
surface without complexing with holes (Figure S20). The
interfacial properties of sheet FDU-HOF-2/SPE and NS
FDU-HOF-2/SPE were investigated using electrochemical
impedance spectroscopy (EIS). By using K;Fe(CN)y/K, Fe-
(CN)¢ as redox probes, the semicircular segment of the
Nyquist plot corresponds to a diffusion-controlled process,
and its diameter is correlated with the charge-transfer
resistance (R,) of the sensing interface. The equivalent
circuit was applied to calculate their R values with the aid
of a ZSimDemo software, the corresponding parameters
(Zw, R., Rs) have their conventional physical significance
and are also listed here. The Nyquist plot obtained from
sheet FDU-HOF-2/SPE shows a larger semicircle diameter
(669.5 Q) than NS FDU-HOF-2/SPE (156.7 Q), meaning the
charge transfer resistance increases (Figure S21). Addition-
ally, we conducted a comparison of the photocurrent
strength of FDU-HOF-2 with other conventional materials
including COF-366, several MOFs, HOFs, and metal oxides,
and discovered that FDU-HOF-2 manifests the highest
photocurrent intensities under the same conditions (Fig-
ure 3f). The photocurrent response mechanism of FDU-
HOF-2 is shown in Figure 3g. When the FDU-HOF-2 is
excited to generate electron-hole pairs, the electrons of
FDU-HOF-2 are transitioned from the valence band to the
conduction band. Then, the electrons were transferred to
the electrode to produce photocurrent readout and the
photogenerated holes were captured by the electron donor
ascorbic acid (AA) to promote the separation of photo-
generated electron-hole pairs. The excellent photoelectro-
chemical properties of the nanosheet HOFs with the thick-
ness of single- or few-atom layers is not only due to the
intrinsic semiconductivity of the FDU-HOF-2, but also
because of the minimized the transport length for the ions
between FDU-HOF-2 and the electrode. To evaluate the
stability of the NS FDU-HOF-2/SPE interface, we moni-
tored the photocurrent response while turning the exciting
light on and off in 10 s intervals. No obvious variation in the
photocurrent response was observed after 30 cycles, demon-
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strating the stability of this PEC platform and absence of
photobleaching during measurements (Figure S22).

To make the detection system more portable, a home-
made portable photoelectric detection system using com-
mercially available screen-printed electrodes (SPE) was
constructed, in which the electrodes, gas pathway, electro-
lytic cell and wires are integrated into an acrylic template
and connected to an electrochemical workstation (Fig-
ure 4a). The whole detection system is lightweight, highly
integrated and portable, which provided potential commer-
cial value for gas assay, and the schematic for the PEC
sensor fabrication is depicted in Figure S23 in the Support-
ing Information. Next, we evaluated the sensing proficiency
of the NS FDU-HOF-2/SPE sensor for CO, detection. Upon
exposure to CO, at rt for 5 min, the electrode‘s photocurrent
swiftly decreased from 6 pA to 1 pA. The formation of N-
CO, on HOFs channel surface acts as an electron acceptor
and captures the photoexcited electrons, thus leading to a
decrease of current (photocurrent) in the channel, ultimately
resulting in reduced photocurrents for these analytes (Fig-
ure $24).%%  After purging with N, and reheating to
regenerate the pores, the photocurrent returned to a higher
level (5.8 uA). Subsequently, the sensor exhibited a rapid
decline of photocurrent again upon exposure to CO,.
Following multiple cycles, the sensor continued to display
photocurrent changes in response to CO, passage, which
demonstrates excellent recirculation performance of the
PEC sensor (Figure 4b). In an EIS experiment, a consistent
increase in the charge resistance from NS FDU-HOF-2/SPE
was observed due to the exposure to CO, at different
concentration: 0 ppm (156.7 ), 5 ppm (258.4 ), 100 ppm
(706.6 Q) and 500 ppm (1993 Q) (Figure 4c, S25). Further-
more, we compared the photocurrent response of the NS
FDU-HOF-2/SPE and sheet FDU-HOF-2/SPE towards
CO,, and determined that the NS FDU-HOF-2/SPE ex-
hibited the most impressive photocurrent response
(4.89 pA) compared with sheet FDU-HOF-2/SPE (0.98 pA),
and showed exceptional cycling performance (Figure 4d).
Under the optimized conditions, the photocurrent response
of the NS FDU-HOF-2/SPE sensor to different concentra-
tions of CO, was investigated. The photocurrent decreases
with increasing CO, concentrations from 5 ppm to 400 ppm,
and the photocurrent difference (AI=1-1,) before and after
NS FDU-HOF-2/SPE treated with CO, have a good linear
relationship with the CO, concentration. The regression
equation could be fitted as follows: AI=0.00985 ¢ (ppm)+
0.628 (R*=0.988), and the detection limit is 2.3 ppm (S/N=
3) (Figure 4e). The results show that the PEC sensor has a
wide linear response range and a low detection limit for
CO,. To be compared with the previously reported methods,
the merits of the analytic characteristics for CO, determi-
nation are presented in Table S3. It is noteworthy that the
PEC sensor exhibits good performances for CO, determi-
nation. The specificity of the PEC sensor is another
important study, and we employed N,, H,O, O,, MeOH and
EtOH as potential interferants to investigate the selectivity
of the FDU-HOF-2/SPE based PEC sensor toward CO,. All
these interferants were independently measured. Obviously,
the 41 value for CO, is the maximum among all the tested

© 2023 Wiley-VCH GmbH
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materials, indicating good selectivity of the PEC sensor in
determining CO, (Figure 4f). We examined the long-term
storage stability of the PEC sensor by comparing the
photocurrent response variation towards CO, before and
after the sensor was stored in an argon-filled glove box for
up to 30 days and observed only a 5.0% decrease in the
photocurrent over this time, illustrating the excellent
stability of this composite material (Figure 4g).

Conclusion

In this work, we reported a facile bottom-up growth method
to obtain 2D hydrogen-bonded porphyrin sheets with high
yield (89 %), large areas (up to 23500 um?), controllable
thickness (0.298-2.407 pm) and high area to thickness ratio
(up to 9791). PXRD and CO, sorption isotherms confirm
the crystallinity and microporosity of the FDU-HOF-2
sheets, respectively The HOF nanosheet grown in situ on
the electrode exhibit wide range (5 - 400 ppm) and
extremely low detection limit (2.3 ppm) for CO, gas

Angew. Chem. Int. Ed. 2023, 202311482 (7 of 9)

detection, and the PEC sensor shows great reusability (at
least 30 cycles), and long-term working stability (at least
30 days). This study could inspire the further development
of solution-based bottom-up synthesis method of semi-
conductive HOF crystals with well-defined nanomorphology
and greatly improve their device-processing related applica-
tions in the future.
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A photosensitive and highly conductive
2D hydrogen-bonded porphyrin frame-
work (FDU-HOF-2) has been con-
structed with large surface areas, con-
trollable thicknesses, and high area to
thickness ratios. A label-free photoelec-
trochemical (PEC) sensor based on a
screen-printing electrode with deposited
FDU-HOF-2 was fabricated that exhibits
excellent selectivity, extremely low detec-
tion limit (2.3 ppm), and long-term
working stability (> 30 days) for CO,.
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