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ABSTRACT: Luminescent organic materials with high photostability are essential in optoelectronics, sensor, and photocatalysis
applications. However, small organic molecules are generally sensitive to UV irradiation, giving rise to chemical decompositions. In
this work, we demonstrate two novel CN-substituted two-dimensional sp?-carbon-linked conjugated polymers (2D CCPs) containing
a chromophore triphenylene unit. The Knoevenagel polymerization between 2,3,6,7,10,11-hexakis(4-formylphenyl)triphenylene
(HFPTP) and 1,4-phenylenediacetonitrile (PDAN) or 2,2’-(biphenyl-4,4’-diyl)diacetonitrile (BDAN), provides the crystalline 2D
CCP-HFPTP-PDAN (2D CCP-1) and 2D CCP-HFPTP-BDAN (2D CCP-2) with dual pore structures, respectively. 2D CCP-1 and
2D CCP-2 exhibit the photoluminescence quantum yield (PLQY) up to 24.9% and 32.3%, which are the highest values among the
reported 2D conjugated polymers and n-conjugated 2D covalent organic frameworks. Furthermore, compared with the well-known
emissive small molecule tetrakis(carbazol-9-yl)-4,6-dicyanobenzene (4CzIPN), both 2D CCPs show superior photostability under
UV irradiation for two hours, profiting from the twisted and rigid structures of the CN-substituted vinylene linkages. The present
work will trigger the further explorations of novel organic emitters embedded in 2D CCPs with high PLQY and photostability, which

can be useful for optoelectronic devices.

Organic emissive materials play a crucial role in applications
such as lighting, sensing and bio-imaging.'* Compared to inor-
ganic or hybrid perovskite emitters, purely organic emitters are
environmental-friendly without hazardous ingredients.® They
have the advantages of design flexibility and color tunability in
a broad span of wavelengths. The continuous development of
organic emitters has facilitated the tremendous technological
progress of organic light-emitting diodes and organic lasers.*%’
However, for conventional organic emitting small molecules,
dendrimers and polymers, some chemical bonds with low ener-
gies such as C-H (3.6~4.2 eV) and C-N (3.16 eV) can lead to
photobleaching under UV radiation, which hinders their appli-
cations in the circumstances with the presence of oxygen and
UV excitation.®!? Clearly, the development of emissive organic
materials with high photostability is of utmost importance for
applications such as in light sensing and bio-imaging.'*
Two-dimensional (2D) conjugated polymers, also classified as
2D m-conjugated covalent organic frameworks (COFs), are
crystalline porous polymers with n-extended conjugation and

tailorable topologies and lattice structures of repeating units.!!~

15 These materials have drawn increasing attention due to their
predictable structures and tunable optoelectronic properties by
the organic synthesis.!' ™' In particular, with delicate design, 2D
conjugated polymers can restrict the rotational/vibrational re-
laxation for robust solid emissive materials.'>'® So far, 2D con-
jugated polymers have been mostly synthesized via the dynamic
imine chemistries.!'""'> However, the thermal dissipation result-
ing from the rotationally labile imine bonds (Figure 1c¢) and the
aggregation-caused quenching (ACQ) induced by the n—n
stacking between the layered conjugated structures can easily
lead to tremendous emission quenching under photoexcitation,
which has impeded the development of 2D conjugated poly-
mers as robust emissive materials.'>!® In this respect, cyano-
substituted 2D sp-carbon-linked conjugated polymers (2D
CCPs) may overcome the emission quenching issue, because
the CN-substituted vinylene compound was recently reported to
enable the aggregation-induced emission (AIE) effect.!” Never-
theless, it is still of great
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Figure 1. (a) Scheme for the synthesis of 2D CCP-1, 2D CCP-2, and 2D C=N COF-1 from HFPTP; (b) Twist and rigid [-CH=C(CN)-]
linkage induce solid-state emission; (c) Intramolecular rotation of imine linkages quenches the emission.

challenge to develop the CN-substituted 2D CCPs with strong
solid-state emission,'®!° and the photostability of such materials
remains unexplored.

In this work, we demonstrated two novel CN-substituted 2D
CCPs via the Knoevenagel polymerization between
2,3,6,7,10,11-hexakis(4-formylphenyl)triphenylene (HFPTP)
and 1,4-phenylenediacetonitrile (PDAN) or 2,2’-(biphenyl-
4,4’-diyl)diacetonitrile (BDAN), providing 2D CCP-HFPTP-
PDAN (2D CCP-1) and 2D CCP-HFPTP-BDAN (2D CCP-2)
(Figure 1a), respectively. Together with the corresponding
imine-linked 2D COF (2D C=N HFPTP-PPD, also named as
2D C=N COF-1), powder x-ray diffraction (PXRD) patterns,
and the N, adsorption-desorption measurements confirm the
formation of crystalline 2D CCPs with a dual-pore structure.
Remarkably, the solid 2D CCP-1 shows a high PLQY 0f24.9%,
which is 60 times higher than the corresponding imine-linked
2D COF. Moreover, the solid 2D CCP-2 exhibits a high PLQY
0f32.3%. To the best of our knowledge, the PLQY's of both 2D
CCPs in this work are the highest values among all the reported
2D conjugated polymers and m-conjugated COFs.!6182% The
outstanding emissive properties can be attributed to the pres-
ence of C=C-CN linkages, which can block the non-radiative
molecular rotation due to the steric hindrance between the cy-
ano groups and hydrogens on the adjacent benzene rings (Fig-
ure 1b),"” and reduced ACQ effects resulting from the weak n—
m stacking interactions between adjacent layers. Furthermore,
both 2D CCPs present a higher photostability under UV irradi-
ation for two hours than the well-known organic emitter
tetrakis(carbazol-9-yl)-4,6-dicyanobenzene (4CzIPN).!%%

Experimental/Methods section

The commercial chemicals and solvents: Triphenylene, and
Tetrakis(triphenylphosphine)palladium(0) [Pd(Phs3)4], Caesium
carbonate (Cs>COs3), and 1,4-phenylenediacetonitrile (PDAN)
were purchased from TCI Deutschland GmbH; the 4-
Formylbenzeneboronic acid was purchased from Manchester
Organics. All the solvents were purchased from Sigma Aldrich
and used without any further purification. Column chromatog-
raphy was done with silica gel (particle size 0.063-0.2 mm from
VWR) and silica coated aluminum sheets with fluorescence in-
dicator from Merck were used for thin layer chromatography.

Solution 'H and >C NMR data were collected via a BRUKER
AVANCE III 300 spectrometer at room temperature with stand-
ard pulse programs. Chemical shifts (8) are reported in parts per

million (ppm) relative to traces of [H'] solvent in the corre-
sponding deuterated solvent. The solvent signals were used as
references (CDCls: §('H) = 7.26 and § (**C) = 77.00 ppm).
High-Resolution (HR) Mass spectra were got on a Bruker Au-
toflex Speed MALDI-ToF MS (Bruker Daltonics, Bremen,
Germany) with trans-2-[3-(4-tert-Butylphenyl)-2-methyl-2-
propenylidene]malononitrile (DCTB) as the matrix.

Fourier transform infrared (FT-IR) spectra were recorded on
a Bruker Tensor II IR spectrometer with a universal Zn-Se ATR
(attenuated total reflection) accessory in the 600~4000 cm™'.
BC CP solid-state NMR spectra were recorded on a BRUKER
Ascend 800 MHz spectrometer using a commercial 3.2 mm
MAS NMR probe and operating at a resonance frequency of
201.2 MHz. The experimental NMR spectra of the three 2D
conjugated polymers agree well with the predicted NMR data
calculated with the program ACD/Labs.

Scanning electron microscopy (SEM) was carried out on a
field emission scanning electron microscope (FESEM, Zeiss
Gemini 500).

Transmission electron microscopy (TEM) was performed on a
high-resolution transmission electron microscope (HRTEM,
JEM-2100, JEOL, Japan). The samples were carefully prepared
by dropping dispersions of 2D conjugated polymers in anhy-
drous ethanol onto the copper grid followed by removal of the
solvent under vacuum.

Powder X-ray diffraction measurements (P-XRD) were car-
ried out on the STOE STADI P diffractometer, using mono
chromated Cu/Ka (A = 0.1542 nm) source. The sample was
pressed as a film and investigated in transmission geometry.
The PXRD was carried with the parameter of 1 step with 60 s
for synthesized polymer frameworks for collecting data.

The modeling of 2D conjugated polymers: The parameters for
C, N, and H atoms were taken from the Mio-0-1 parameter set,
and Lennard-Jones dispersion was employed.The Pawley re-
finement of the experimental PXRD was conducted by the Re-
flux module in BIOVIA Materials Studio 2017.

Nitrogen adsorption-desorption isotherm measurements were
carried out using a Quadrasorb SI MP. Before gas adsorption
measurements, the as-prepared samples (~50 mg) were dried
under dynamic vacuum at 150 °C for 8 h. The resulting samples
were then used for gas adsorption measurements from 0 to
1 atm at 77 K. The Brunauer-Emmett-Teller (BET) method was
utilized to calculate the specific surface areas. By using the non-
local density functional theory model, the pore volumes were
derived from the sorption curves.

UV-visible absorption spectra were measured on an Agilent
Cary 5000 UV-Vis-NIR spectrophotometer by using a 10 mm



optical-path quartz cell at room temperature in an integration
sphere.

Lumiescene emission spectra were recorded on a Perkin Elmer
LS-55.

Photoluminescent quantum yields (PLQY) and time-corre-
lated single-photon counting (TCSPC) measurements were
conducted by dispersing PMMA with 2 wt% 2D conjugated
polymers in anhydrous tetrahydrofuran (THF) by ultrasonic
bath for 30 min, and further spin-coated on quartz glass, which
was then used for photoluminescent quantum yields (PLQY).
The samples for TCSPC measurement are prepared by dip-coat-
ing. A calibrated integrating sphere in N, or ambient atmos-
phere was compared to confirm the PLQY of these films with a
CAS 140 CT spectrometer and a UV-LED.?! For transient
measurements, a picosecond time-correlated single-photon
counting technique was used. After exciting the sample with a
laser diode head (PicoQuant LDH-D-C-375) at 375 nm with a
pulse width of 44 ps, the emission was collected from a photo-
multiplier tube (PicoQuant PMA Hybrid) and data acquisition
was handled by a TCSPC module (PicoQuant TimeHarp 260).
The decay of the prompt fluorescence can be fitted by multi-
exponential functions, with the following formula®:

y=Zidiexp(=2) + v

The averaged decay lifetimes can be obtained by:

T — TiAT]
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Photostability is investigated by putting films or powders under
UV radiation for two hours. The test was done in a glovebox by
a portable UV lamp with four tubes distributed evenly, each
specified with 9 W electrical power. The sample is put with a
distance of ~10 cm to the UV tubes.

Synthesis of 2D CCP-1: 1,4-phenylenediacetonitrile (PDAN,
6.59 mg, 42 pmol), HFPTP (12 mg, 14 umol) and Cs>COs3 (0.1
M, 0.1 mL) were added into a mixture of N,N-dimethylacetam-
ide (DMAc, 0.5 mL) and ortho-dichlorobenzene (0-DCB, 0.5
mL) in an ampoule. The ampoule was sealed under vacuum af-
ter three freeze-pump-thaw cycles. Afterwards, the mixture was
sonicated for five mins at room temperature and then heated at
120 °C for three days in oven. After cooling to room tempera-
ture, the precipitate was filtered and washed with DMF, water,
and acetone for three times. The resulting powder was dried un-
der vacuum at 120 °C for three hours to afford target 2D CCP-
1 as a green powder (17.5 mg, 85%).

Synthesis of 2D CCP-2: 2,2’-(biphenyl-4,4’-diyl)diacetonitrile
(BDAN, 9.8 mg, 42 pmol), HFPTP (12 mg, 14 pmol) and
Cs2CO;3 (0.1 M, 0.1 mL) were added into a mixture of DMAc
(0.5 mL) and 0-DCB (0.5 mL) in an ampoule. The ampoule was
sealed under vacuum after three freeze-pump-thaw cycles. Af-
terwards, the mixture was sonicated for five mins at room tem-
perature and then heated at 120 °C for three days in oven. After
cooling to room temperature, the precipitate was filtered and
washed with DMF, water, and acetone for three times. The re-
sulting powder was dried under vacuum at 120 °C for three
hours to afford the target 2D CCP-2 as a green powder (19.4
mg, 89%).

Synthesis of 2D C=N COF-1: p-phenylenediamine (PPD, 5.71
mg, 52.76 umol) and HFPTP (15 mg, 17.59 umol) and were
added into a mixture of dimethylacetamide (DMAc, 0.5 mL),
mesitylene (Mes, 0.5 mL) and acetic acid (aq. 6M. 0.1 mL) ina

glass ampoule. The ampoule was sealed under vacuum after
three-pump-thaw cycles. Then the mixture was sonicated for 5
mins after warmed to room temperature and heated at 120 oC
for three days. After cooling to room temperature, the precipi-
tate was filtered and washed with anhydrous N,N-dimethylfor-
mamide (DMF), dioxane, acetone for three times. Subse-
quently, the powder was dried under vacuum at 120 °C for three
hours to afford a green powder (15.2 mg, 73%). 2D C=N COF-
1 was insoluble in the most common organic solvents, such as
DMEF, acetone, dichloromethane (DCM).

Results and Discussion

Both 2D CCP-1 and 2D CCP-2 were synthesized by heating tri-
phenylene-containing building block 2,3,6,7,10,11-hexakis(4-
formylphenyl)triphenylene (HFPTP, 1.0 equiv) with 1,4- phe-
nylenediacetonitrile (PDAN) and 2,2’-(biphenyl-4,4’-diyl)diac-
etonitrile (BDAN), respectively, in the mixture of dimethyla-
cetamide (DMAc)/ ortho-dichlorobenzene (0-DCB)/Cs,COs;
(0.1 M) =5/5/1 at 120 °C for three days. The imine-linked 2D
C=N COF-1 was synthesized by heating HFPTP (1.0 equiv)
with p-phenylenediamine (PPD, 3.0 equiv) in the mixture of di-
methylacetamide (DMAc)/mesitylene (Mes)/acetic  acid
(HOAc, 6 M)=5/5/1 at 120 °C for three days. The achieved 2D
CCP-1 and 2D CCP-2 were washed with dimethylformamide
(DMF), water, and acetone for three times, affording green
powders with high yields of 85% and 89%, respectively. The
2D C=N COF-1 was washed with anhydrous DMF, dioxane,
and acetone for three times, which provided green powder with
a yield of 73%.

Fourier Transform Infrared Spectroscopy (FT-IR) and solid-
state *C-NMR were conducted firstly to examine the polymer-
ization efficiencies. As shown in Figure S1-2, in the FT-IR
spectra of 2D CCP-1 and 2D CCP-2, the disappearance of the
absorption around 2729-2823 cm™ (-CHO groups) and the shift
in the absorption peak from ~2245 c¢cm!'(-CN) to ~2210 c¢cm’!
(-CH=C-CN) indicate the efficient polymerization (For 2D
C=N COF-1, see Figure S3). In the solid-state *C-NMR spec-
tra, as shown in Figure 2a-b, the chemical shifts of around ~118
and ~110 ppm in 2D CCP-1 and 2D CCP-2 can be assigned to
the formation of the CN-substituted vinylene linkages (For 2D
C=N COF-1, see Figure S6). Field emission scanning electron
microscope (SEM) presents spherical morphology for 2D C=N
COF-1 and flower-like morphology for 2D CCP-1 and 2D
CCP-2, respectively (Figure S7-9). Transmission electron mi-
croscopy (TEM) images of all three 2D conjugated polymers
unambiguously confirm the sheet structures in the nanoscale
(Figure S10-12).

The interior architectures of the 2D CCP-1 and 2D CCP-2 were
further investigated by experimental and simulated PXRD pat-
terns. As shown in Figure 2c¢-d, the peaks at 4.11°, 7.23°, 8.17°
in the experimental PXRD patterns of 2D CCP-1 and 2D C=N
COF-1 (Figure S17) and 3.56°, 6.02°, 7.14° in the experimental
PXRD patterns of 2D CCP-2, can be assigned to (100), (110)
and (200), respectively, indicating the formation of long-range
ordered structures in two dimensions. The 2D CCP-1 has com-
parable PXRD signal positions with their corresponding imine-
linked analog?® (Figure S13) due to their close unit cells, further
suggesting the successful construction of the expected 2D
CCPs. The stacking models of both 2D CCPs with eclipsed
(AA) stacking, slipped AA stacking, and staggered (AB) stack-
ing are calculated from optimized monolayer structures by den-
sity-functional tight-binding method (DFTB™) and the mio-0-1



parameter set.”” The calculations show that the slipped AA
stacking models are preferable than eclipsed AA stacking and
AB stacking with per-layer stabilization energies of 92.06 kcal
mol™!' for 2D CCP-1, and 107.43 kcal mol™ for 2D CCP-2, re-
spectively. Pawley refinements based on the optimized struc-
tures are further performed using Reflex package in Accelrys’s
Materials Studio 7.0 software, giving the unit-cell parameters
ofa=25.83A,b=2495A andc=7.59 A, and a =74.47°, B =
80.05 ° and y =61.51 °, with Ry, = 1.95 % and R, = 1.53 % for
2D CCP-1; a=30.34 A, b=30.34 A, andc =725 A, and o =
91.90°, B =95.16 ° and y =60.28 °, with Ry, =3.0 % and R, =
2.36 % for 2D CCP-2, respectively (One unit cell contains two
layers). The difference plots also show that the refined diffrac-
tion patterns are consistent with the corresponding experimental
PXRD data.

N adsorption-desorption measurements were conducted at
77 K to study their porosities. As shown in Figure 2e-f and Fig-
ure S22-23, there is a sharp rise in the low-pressure range
(P/Pi=0~0.01) in all isotherm plots, which belong to typical I
sorption isotherm, indicating a microporous nature. The
Brunauer-Emmett-Teller (BET) surface areas of 2D CCP-1, 2D
CCP-2, and 2D C=N COF-1 are calculated to be 336, 102, and
575 m?/g, respectively. The pore-size distribution based on den-
sity functional theory (NLDFT) reveals two peaks at ~0.6 and
1.3 nm for 2D CCP-1 and 2D C=N COF-1, ~1.2 and 1.9 nm for
2D CCP-2, respectively, which match very well with the the-
oratical values (Figure S18). The lower BET surface area of 2D
CCPs is be attributed to a lower crystallinity compared with the
imine-linked 2D COFs. Thereby, together with the above FT-
IR, solid-state '*C-NMR, N, adsorption-desorption measure-
ment, as well as the experimental and simulated PXRD patterns,
the successful formation of 2D CCP-1 and 2D CCP-2 is demon-

strated.
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Figure 2. Solid-state *C-NMR of (a) 2D CCP-1 and (b) 2D CCP-2;
Experimental (red dashed), Pawley-refined (black), simulated
PXRD patterns (green) and difference plots (blue) for (c) 2D
CCP-1 and (d) 2D CCP-2; N2 adsorption-desorption isotherms and
pore size distribution (inside) of (¢) 2D CCP-1 and (f) 2D CCP 2.

The UV-Vis absorption spectra (Figure 3a) of 2D conjugated
polymer dispersions in isopropanol show the absorption edge of
approximately 484, 483, and 476 nm for 2D CCP-1, 2D CCP-2,
and 2D C=N COF-1, respectively. The Tauc plot analysis (Fig-
ure S24) of the UV-Vis absorption spectrum reveals the optical
bandgap of 2.66, 2.63, 2.65 eV for 2D CCP-1, 2D CCP-2, and
2D C=N COF-1, respectively. Photoluminescence (PL) spectra
of the dispersions show a maxima peak at 507 nm and 500 nm
for 2D CCP-1 and 2D CCP-2 (Figure 3b), respectively. In con-
trast, there is almost no apparent emission for 2D C=N COF-1
dispersion (Figure 3b). Afterwards, the absolute PLQY of solid
2D CCP-1 was measured as high as 24.9%, which is 60 times
higher than the corresponding 2D C=N COF-1 (0.4%). Further-

more the PLQY of 2D CCP-2 reaches 32.3% (Figure 3c). This
PLQY values of the 2D CCPs can be attributed to the [-
CH=C(CN)-] linkage that enhances the emission by restricting
the intramolecular bond rotation (Figure S19), which was also
observed in small molecules.!” To the best of our knowledge,
the achieved PLQYs are the highest among those of reported
2D conjugated polymers and 2D n-conjugated COFs,!618-24

Time-correlated single-photon counting (TCSPC) measure-
ments revealed that the lifetime of prompt emission in N» for
the 2D CCP-1 and 2D CCP-2 is 7.5 and 6.6 ns (Figure 3d),
respectively. Only negligible lifetime change is observed in the
ambient atmosphere, as summarized in supplementary table
S4-S5. The lifetime fitting is presented in SI from Figure S25-
S30. The temperature-dependent transient PL emission shown
in Figure S31-S32 for both 2D CCPs were then conducted to
investigate their decay kinetics. When increasing the tempera-
ture from 77 K, 100 K, 150K, 200 K, 250 K, to 300 K, the emis-
sion of both 2D CCPs are identical. Compared to conventional
fluorescent emitters with temperature-dependent decay kinet-
ics, the identical transient behavior at different temperatures in-
dicates the intrinsic rigid molecular structures in these 2D
CCPs, by which the molecular rotation and temperature-de-
pendent non-radiative decay are therefore largely suppressed.?’
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Figure 3. (a) UV-Vis absorption and (b) Fluorescence spectrum of
2D CCP-1 (blue), 2D CCP-2 (red) and 2D C=N COF-1 (pink) dis-
persion in isopropanol (concentration = 0.1 mg/ml). (c) PLQY of
solid 2D CCP-1, 2D CCP-2, 2D C=N COF-1, and reported 2D con-
jugated polymers; 91824 (d) The prompt luminescence curves of
2D CCP-1 (blue) and 2D CCP-2 (red) in N2 atmosphere.



The photostability of 2D CCP-1 and 2D CCP-2 were further in-
vestigated under UV irradiation for two hours (see SI for de-
tails). After the UV irradiation, the 2D CCP-1 exhibits the
PLQY of 21.6%, corresponding to 87% of the PLQY of the in-
itial value. The PLQY of 2D CCP-2 still retains 32.3 %, same
to the initial PLQY (Figure 4b). Here, for comparison, the well-
known small molecular emitter tetrakis(carbazol-9-yl)-4,6-di-
cyanobenzene (4CzIPN) with C-N, C-C, and C-H bonds was
chosen. The emitter 4CzIPN has been widely used and thor-
oughly studied for organic light-emitting diodes and bio-imag-
ing.!%? As depicted in Figure 4a, the PLQY of 4CzIPN can
only retain 43% of the initial value under the same UV irradia-
tion conditions after two hours. The PXRD patterns of both 2D
CCPs before and after UV irradiation suggest that both emissive
2D CCPs maintain high crystallinities (Figure 4c¢). Compared
with 4CzIPN, these investigations demonstrate the excellent
photostability for both CN-substituted 2D CCPs. The high pho-
tostability can be attributed to two reasons: (1) The 2D conju-
gated polymers with a rigid CN-substituted vinylene-linked
skeleton can significantly reduce the photodegradation rates;®’
(2) In the stacking direction, according to the simulated models,
the short distance between the C=C bonds of adjacent layers is
about 6.2 and 6.0 A for 2D CCP-1 and 2D CCP-2 (Figure 4d),
respectively, which is clearly larger than 4.2 A which is re-
quired for a possible interlayer [2+2] photocycloaddition be-
tween two C=C bonds.?*® Thus, the large interlayer distance
manifests the weak n-m stacking between the layered structures
of 2D CCPs, which can lead to enhanced solid-state emission.?
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Figure 4. (a) Photostability investigation for the synthesized 2D
CCP-1 (blue) and 2D CCP-2 (red), compared to the reported small
molecular emitter 4CzIPN (black), in which the initial PLQY is
normalized to one. (b) The luminescence decay of the 2D CCP-1
(blue) and 2D CCP-2 (red) before and after UV irradiation for two
hours; (c) PXRD patterns of 2D CCP-1 (bue) and 2D CCP-2 (red)
after UV irradiation for two hours; (d) Simulated distance between
C=C bonds in adjacent crystalline layers of 2D CCP-1 (top) and 2D

CCP-2 (down), where the red lines represent the crystal plane.
Conclusion

In summary, the chromophore triphenylene is incorporated
into two robust CN-substituted 2D CCPs, namely phenylene-
based 2D CCP-1 and biphenyl-based 2D CCP-2. Both 2D CCPs
with dual pore structures are identified by IR spectroscopy,

solid-state NMR measurements, PXRD studies, and N, adsorp-
tion-desorption measurements. Due to the twist and rigid nature
of [-CH=C(CN)-] linkages, both 2D CCPs exhibit strong solid-
state emission with absolute PLQY of up to 32.3%, which is a
record value for the reported 2D conjugated polymers. Com-
pared with a well-known organic emitter 4CzIPN, the robust
skeleton of CN-substituted 2D CCPs renders high photostabil-
ity for two hours under UV irradiation. This work enriches the
structural diversity of CN-substituted 2D CCPs and also broad-
ens the family of the stable emissive emitters based on metal-
free organic composition. We anticipate that these highly lumi-
nescent 2D CCPs with high photostability can pave the way for
future applications in optoelectronics, bio-imaging, and photo-
catalysis.
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