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Introduction

Sewage remediation using solar energy and a
triply fused Zn-porphyrin dimer molecular
graphene photocatalytic agenty

Fei Cheng,® Taotao Qiang, @ *2 Mingli Li® and Tony D. James @ *>°

Photocatalysis plays a pivotal role in achieving clean energy and a pollution-free environment. However, its
practical application is limited by the complexity of photoreactors and the fragility of external light-emitting
diode (LED) sources. In this study, a novel zinc diporphyrin molecular graphene Oligo-Zn-Por photocatalyst
was synthesized using the intermolecular edge-matching effect of porphyrins and oxidative fusion using a
high-valence metal (Sc**). The photocatalyst displayed Cr(vi) reduction ability using direct solar energy. The
stacking of graphene lamellae and a unique void structure were observed. Oligo-Zn-Por exhibited
excellent photogenerated electron capacity (~60 pA cm™@) and reasonable photogenerated electron
lifetimes at multiple wavelengths (5.4, 5.5 and 21.2 ps at absorption wavelengths of 413, 576 and 1040 nm,
respectively), thus enhancing photovoltaic conversion efficiency. Oligo-Zn-Por exhibited high Cr(v)
reduction efficiency (over 90% reduction at Cr(vi) concentrations below 60 mg L™)) when a low dose (5
mg) of the catalyst was used in an aqueous environment under the irradiation of sunlight. Furthermore, the
catalyst exhibited a high Cr(v)) reduction rate of 90% under weak alkaline conditions, demonstrating high
environmental adaptability. Additionally, after ten cycles, the catalyst exhibited a high cycling ability and
retained 99% of its initial Cr(vi) reduction rate. Thus, the excellent catalytic performance of Oligo-Zn-Por
makes it an ideal material for constructing inexpensive, portable, and non-external power driven
photocatalytic reactors.

and ease of operation of the instrument, low cost, and low
energy consumption.'®' To replace an external electrical

As a revolutionary technology for treating environmental
pollution, photocatalytic reactions play a pivotal role in
maintaining a healthy environment and ecological
balance.'™ However, the utilization and effectiveness of
photocatalytic technology are significantly hindered by the
intricate nature of photoreactors and the construction of
external LED light sources, which consequently necessitates a
fixed working environment, expensive instrument upkeep and
maintenance, and a large energy expenditure."””” Solar
energy, a renewable energy source, can effectively replace
external electrical LED light sources in photocatalytic systems
owing to its various advantages, such as the synergy between
energy development and environmental treatment, portability
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LED light source with a solar energy source, the photocatalyst
must exhibit the following three properties: 1) a small energy
band gap to ensure a large light absorption range, 2) a low
photogenerated charge carrier complexation rate to ensure a
high photogenerated electron lifetime, and 3) a large specific
surface area to ensure enhanced adsorption sites for a
complete photocatalytic process.”>>* However, due to the
high compounding rate of the photogenerated charge
carriers, the photocatalytic activity of low bandgap
semiconductors is greatly inhibited, thus limiting the
application of solar energy in replacing external electrical
LED light sources in photocatalytic systems.

Polyporphyrin fused molecular graphene is a new material
that combines the robust rigid planar structure of traditional
hydrocarbon graphene with good stability and high molar
extinction coefficients.>>?” Meanwhile, the molecular
structure can be precisely tuned by altering the degree of
molecular conjugation, and introducing heteroatoms and
metal jons. In addition, a low singlet (S,)/triplet (T;) energy
level difference as well as spin-orbit coupling strength of S,/
T, enables intersystem conversion (ISC: the process by which
electrons in an excited molecule undergo a spin reversal to a

This journal is © The Royal Society of Chemistry 2023
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non-radiative transition that changes the multiplicity of the
molecule) and a reduced rate of photogenerated charge
carrier recombination.”®*°

With this research, we developed a novel zinc complex
porphyrin fused molecular graphene photocatalyst, Oligo-Zn-
Por, with a large optical absorption range (300-1184 nm) and
small HOMO-LUMO band gap (Eg = 1.36 eV), which exhibits
a graphene lamellar stacking structure. The photocatalyst
exhibits a low photogenerated electron/hole recombination
rate, as evidenced by its small Nyquist arc radius, high
photocurrent intensity (~60 pA cm™) and picosecond
photogenerated electron lifetimes (5.4 ps, 5.5 ps and 21.2 ps
at 413 nm, 576 nm and 1040 nm wavelengths, respectively).
Furthermore, solar photocatalytic reduction of Cr(vi) showed
that a low dose of Oligo-Zn-Por (5 mg) could maintain a high
reduction efficiency of Cr(vi) (up to 90% when the
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concentration of Cr(vi) was lower than 60 mg L"), with
excellent pH stability (90% reduction rate of Cr(vi) under
weak alkaline conditions) and cycling stability (less than 1%
loss of Cr(vi) reduction rate after ten cycles). This result
shows that Oligo-Zn-Por material can be used to construct a
low-cost, portable, LED light source photocatalytic reactor
without external power.

Results and discussion
Characterization

Fig. 1a shows the synthetic route for Por, Zn-Por and Oligo-
Zn-Por. Details of the synthesis and the characterization of
each compound are given in Fig. S1-S5.f High-resolution
field emission scanning electron microscopy (SEM) images of
Zn-Por and Oligo-Zn-Por are shown in Fig. 1b-d. SEM images
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Fig. 1

(a) Schematic diagram of the Oligo-Zn-Por synthetic route and yield; high-resolution field emission scanning electron microscopic images

of Zn-Por (b) and Oligo-Zn-Por (c); (d) magnified view of (c); (e) dynamic light scattering spectra of Oligo-Zn-Por at different pH conditions; (f) *H
NMR spectra of Por, Zn-Por, and Oligo-Zn-Por; (g) high-resolution mass spectra of Oligo-Zn-Por.
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reveal the hypodynamic planar structure of Zn-Por and the
incomplete arylation of the porphyrin meso-site results in a
disordered stacking state (Fig. 1b). Meanwhile, Oligo-Zn-Por
can overcome its m-m stacking effect due to a stiff and rigid
planar structure with multiple aryl groups perpendicular to
the porphyrins, and thus exhibits an ordered lamellar
stacking structure (Fig. 1c).*"*> The use of multiple
perpendicular aryl groups to overcome the n-m stacking effect
endowed Oligo-Zn-Por with significant intermolecular
porosity, thereby enhancing the penetration and utilization
of solar light (Fig. 1d).>® Fig. 1e shows the dispersion of
Oligo-Zn-Por in buffers of different pH values. The lower the
pH value, the better the dispersion, indicating that the acidic
environment improves the dispersion of Oligo-Zn-Por in
aqueous solutions. Furthermore, proton nuclear magnetic
resonance spectroscopy (‘H NMR) and high-resolution mass
spectrometry (HR-MS) were used to analyze Oligo-Zn-Por. The
results are shown in Fig. 1f and g. "H NMR of the porphyrin
monomer Por exhibits porphyrin monomer peaks of four
porphyrin B-hydrogens (delta = 9.46, 9.27, 9.20, and 9.16
ppm), four porphyrin meso-substituted benzene ring
hydrogens (delta = 8.35, 8.32, 8.03, and 8.01 ppm), porphyrin
meso-hydrogens (delta = 10.31 ppm), and porphyrin intra-ring
nitrogen hydrogens (delta = —2.64 ppm).** In contrast to the
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hydrogen signals of the porphyrin, indicating that the
porphyrin ring was successfully complexed with the metal
ion The final molecule Oligo-Zn-Por was obtained through
the oxidation of Zn-Por using a high-valence metal,>>*® which
was confirmed by 'H NMR with the disappearance of the
meso-hydrogen signal (delta = 10.26 ppm) of the porphyrin
and the B-hydrogens (two sets of double peaks delta = 7.75
and 7.71 ppm and a single peak delta = 7.35 ppm) due to the
intermolecular (B-B, meso-meso, B-p) linkage.
Simultaneously, the intermolecular condensation causes the
formation of a larger conjugated system, which weakens the
aromaticity and shifts the porphyrin B-hydrogen and the
intermediate aromatic ring substituted hydrogen signals to a
higher field. High-resolution mass spectroscopic data display
a molecular ion peak of m/z = 1867.0891 (calculated value of
1866.9627) for Oligo-Zn-Por, further demonstrating the
successful preparation of Oligo-Zn-Por. The absorption
spectra indicates that Oligo-Zn-Por with a larger m-system
resulted in a significant red shift in its absorption wavelength
compared with Zn-Por.>” These results are shown in Fig. 2a.
Oligo-Zn-Por absorption spectrum exhibits a split peak in the
Soret band and a red shift in the Q-band to 1040 nm in the
near-infrared spectra compared with Zn-Por. This
phenomenon confirms the feasibility of a strategy to extend

porphyrin  monomer Por, the 'H NMR of the the light absorption range of molecular graphene materials
metalloporphyrin Zn-Por exhibits the disappearance of the  through oxidation by high-valence metals to form
high field -2.64 ppm peak for the intra-ring nitrogen  polyporphyrin.®*“° At the same time, the absorption
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Fig. 2 (a) Absorption spectra of Zn-Por and Oligo-Zn-Por (solvent dichloromethane, ¢ = 107> M); (b) cyclic voltammetric profiles of Zn-Por and
Oligo-Zn-Por (conditions: supporting electrolyte: 0.1 M "BusNPFg in CH,Cl,, counter electrode: Pt wire, reference electrode: Ag/AgNOs, working
electrode: glassy carbon. Scan rate: 0.05 V s); (c) variation of the femtosecond-transient absorption spectra of Oligo-Zn-Por (0.29-99.29 ps)
(dichloromethane solvent, excitation wavelength of 400 nm, ¢ = 10™* M); (d) top view of the 2D femtosecond-transient absorption spectrum of
Oligo-Zn-Por (dichloromethane solvent, excitation wavelength 400 nm, wavelength detection range 320-680 nm, c = 10™* M); (e) top view of the
2D femtosecond-transient absorption spectrum of Oligo-Zn-Por (dichloromethane solvent, excitation wavelength 400 nm, wavelength detection
range 820-1500 nm, ¢ = 10~* M); (f) femtosecond-transient absorption spectral kinetics of Oligo-Zn-Por at different absorption wavelengths.
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spectrum of Oligo-Zn-Por exhibits a clear solvent dependence
(Fig. S6t). With increasing solvent polarity, the solubility of
Oligo-Zn-Por significantly decreased, thereby decreasing its
absorption intensity. The absorption intensity was almost
negligible due to the insolubility of Oligo-Zn-Por in water.
These results indicated that Oligo-Zn-Por could be completely
separated from the reaction system after the photocatalytic
reduction of Cr(vi), resulting in 100% recovery of Oligo-Zn-
Por and preventing secondary contamination of the reaction
system. The results from the cyclic voltammetry tests revealed
that the energy level difference between Zn-Por and Oligo-Zn-
Por was 1.65 eV and 1.36 eV respectively (Fig. 2b), signifying
that the high-valence metal oxidation strategy can decrease
the photocatalyst energy level difference, thus resulting in
the red shift of the absorption wavelength.

To further explore the photogenerated electron capability
of the Oligo-Zn-Por photocatalyst, the charge transfer kinetics
and the photogenerated electron lifetime of Oligo-Zn-Por
were investigated.”'™** The results are shown in Fig. 2c-e.
Femtosecond-transient absorption detection of Oligo-Zn-Por
over the full absorption band (320-1500 nm) was performed
using 400 nm excitation, and two positive signals at 458 and
916 nm were observed from the two-dimensional top view
spectra and transient absorption spectra of the transient
absorption contour plots of Oligo-Zn-Por. The two positive
signals were attributed to the electron generation of the S;-S,
transition (ESA, a singlet rather than a triplet transition as
determined by the picosecond lifetime of the process). The
three negative signals at 413, 576 and 1040 nm are
attributable to ground state bleaching (GSB) or the excited
emission (SE) from the S;-S, transition of the electron.
However, the absolute quantum yield of Oligo-Zn-Por was
approximately 0.3%, indicating the absence of stimulated
emission (SE), which implied that the three negative signals
at 413, 576 and 1040 nm were all GSB signals due to the
S:-Sy transition. Thus, with this research, the
photogenerated electron lifetime of Oligo-Zn-Por was
characterized via measuring the intensity of the three GSB
absorption wavelengths over time. The results are shown in
Fig. 2f. Only fast charge recombination was observed in the
transient absorption spectra at absorption wavelengths (1.ps)
of 413 and 576 nm, which results in photogenerated
electron lifetimes of 5.4 ps and 5.5 ps at specific
wavelengths of 413 and 576 nm, respectively. In addition,
the transient absorption spectrum at 1040 nm showed a
decay curve that can be fitted using two components: a fast
component (0-0.69 ps) and a slow component (0.69-100 ps).
The fast component signified the population of the lowest
excited states, while the slow component represented the
slow charge recombination, yielding a photogenerated
electron lifetime of 21.2 ps at 1040 nm. The experimental
results indicated that Oligo-Zn-Por exhibited an impressive
photogenerated electron lifetime and charge separation
efficiency.

We then investigated the photogenerated charge
generation and transfer capabilities and photogenerated

This journal is © The Royal Society of Chemistry 2023
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charge/hole separation efficiency of the photocatalyst using
electrochemical impedance spectroscopy (EIS) and transient
photocurrent response tests.** The photogenerated charge
transfer capability of the photocatalyst interface was first
analyzed using EIS. The size of the arc radius reflects the
strength of the interfacial charge transfer resistance of the
photocatalyst, i.e., the arc radius is proportional to the
interfacial resistance. As shown in Fig. 3a, Zn-Por and Oligo-
Zn-Por exhibited different semicircular arc trends in the
Nyquist plot. Compared with Zn-Por, a significant decrease in
the interfacial resistance occurred in Oligo-Zn-Por, indicating
that the creation of a large n-conjugated system improves the
photocatalyst charge transfer ability. The transient
photocurrent responses of Zn-Por and Oligo-Zn-Por are
shown in Fig. 3b. Oligo-Zn-Por exhibited a higher
photocurrent response density, indicating that the
n-conjugated system extended the light absorption range of
the photocatalyst and enhanced the light utilization, thus
improving the Oligo-Zn-Por photogenerated electron
efficiency (~60 pA ecm?). The reduced Nyquist arc radius and
high photocurrent intensity demonstrate high photoconversion
efficiency and good photoelectron/hole separation efficiency of
Oligo-Zn-Por, thus providing a theoretical basis for the
subsequent efficient catalytic reduction of Cr(vi) through solar
energy absorption using Oligo-Zn-Por.

Photocatalytic performance

Given the above conclusions, a simple experimental device
was evaluated for sunlight-driven heavy metal Cr(vi) reduction
where the photocatalytic performance of Zn-Por and Oligo-
Zn-Por were evaluated (Fig. 4a). Through comparative
experiments, we found that in the absence of both Zn-Por
and Oligo-Zn-Por in the control group, no significant change
was observed in the Cr(vi) content with or without sunlight
irradiation, indicating that Cr(vi) could not be actively
reduced without the catalyst (Fig. 4b). At the same time, the
free Cr(vi) concentration in the control group was
significantly higher than that in the Zn-Por group (Zn-Por
adsorption of Cr(vi) for 30 min) and the Oligo-Zn-Por group
(Oligo-Zn-Por adsorption of Cr(vi) for 30 min), indicating that
the catalysts were capable of adsorbing Cr(vi). Furthermore,
by examining the Cr(vi) adsorption capacity of Zn-Por and
Oligo-Zn-Por, we found that both catalysts reached Cr(vi)
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Fig. 3 (a) Schematic electrochemical impedance spectra of Zn-Por

and Oligo-Zn-Por; (b) schematic transient photocurrent response of
Zn-Por and Oligo-Zn-Por.
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sampling (l1), loading (lll), filtration photocatalyst (IV), H,SO,4 addition (V), HsPO, addition (VI), diphenyl carbamide addition (VII), mixing (VIII),
detection (IX)); (b) actual Cr(v) content under different conditions (photocatalyst dosage of 5 mg, Cr(v) concentration of 10 mg L™); (c)
schematic diagram of the color development of Cr(v) content under different light conditions (Oligo-Zn-Por dosage of 5 mg, Cr(v)

concentration of 10 mg L™).

adsorption equilibrium within 30 min under dark conditions;
afterward, the Cr(vi) concentration remained almost stable
with time (Fig. $71).*> More importantly, under sunlight
irradiation, Oligo-Zn-Por had a higher reduction efficiency
for Cr(vi) than Zn-Por, which was attributable to the broader
light absorption range and superior photogenerated electron
capacity of Oligo-Zn-Por (Fig. 4b). Simultaneously, the
adsorption and catalytic capability of Oligo-Zn-Por towards
Cr(vi) was investigated using a colorimetric method, the
results of which are presented in Fig. 2¢.*® It was observed
that in both the dark and sunlight groups, the color after
radiating for 0 min was significantly less than the control
group, which was attributed to the adsorption of the catalyst.
Afterward, with the extension of the catalytic reaction time,
the color of the dark group remained almost unchanged.
Meanwhile, the color of the sunlight group was notably
diminished, demonstrating that Oligo-Zn-Por can rapidly
result in the reduction of Cr(vi) under the influence of solar
photocatalysis.

Then, we used the Oligo-Zn-Por photocatalyst to optimize
the system conditions and study the ability of Oligo-Zn-Por to
reduce Cr(vi) in real samples under optimal photocatalytic
conditions. First, we evaluated the effect of the photocatalyst
dose on the efficiency of the Cr(vi) reduction (Fig. S81). The
result indicated that both Zn-Por and Oligo-Zn-Por
photocatalysts effectively reduced Cr(vi). The photocatalytic
efficiency of Oligo-Zn-Por was significantly higher than that
of Zn-Por. However, the Cr(vi) reduction rate was inversely
proportional to the photocatalyst dosage, indicating that a

6476 | Catal Sci Technol., 2023,13, 6472-6479

high concentration of photocatalyst increased the chance of
intermolecular collisions, thus limiting its photogenerated
electron capacity and consequently reducing the effectiveness
of photocatalytic reduction of Cr(vi). In addition, the above
experimental results confirmed 99% reduction of Cr(vi) by
Oligo-Zn-Por at a dose of 5 mg, which is a lower dose of
catalyst than those used in other reported research (20-50
mg)."**® Moreover, Oligo-Zn-Por was used for the solar
photocatalytic reduction of Cr(vi) at different concentrations
to further investigate the maximum efficiency of the
photocatalyst. The results are shown in Fig. S9.f The Cr(vi)
reduction rate decreased with increasing Cr(vi) concentration.
When the Cr(vi) concentration was below 60 mg L', the
reduction rates were above 90%, indicating that Oligo-Zn-Por
could reduce high concentrations of Cr(vi). Industrial effluent
discharges are usually acidic; such effluent requires a
photocatalyst with high stability in acidic environments.
Therefore, we evaluated the efficiency of the Oligo-Zn-Por
photocatalyst for solar-catalytic reduction of Cr(vi) under
different pH conditions. The results indicated that Oligo-Zn-
Por exhibited high efficiency for the catalytic reduction of
Cr(vi) under different pH environments (all above 80%
reduction), and the reduction efficiency was enhanced in
acidic environments (pH = 2-6), which were all above 84%.
This outstanding reduction efficiency of the catalyst can be
attributed to its higher dispersion performance in acidic
environments (Fig. 1e and S107).

We also investigated the effect of the sunlight intensity on
the photocatalytic Cr(vi) reduction rate of Oligo-Zn-Por at

This journal is © The Royal Society of Chemistry 2023
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different times of the day. As shown in Fig. S11,f the highest
Cr(vi) reduction efficiency of 84.6% was obtained at 13:00
using  Oligo-Zn-Por. The Oligo-Zn-Por-catalyzed Cr(vi)
reduction rate under sunlight irradiation was more than 99%
at 13:00. The result indicates that the Oligo-Zn-Por
photocatalyst is sensitive to sunlight intensities and can
effectively reduce Cr(vi) under different sunlight intensities.
To further verify the effect of sunlight on the Cr(vi) reduction
efficiency of Oligo-Zn-Por during the year, catalytic reduction
of Cr(vi) experiments were performed under sunlight
irradiation over months. The experimental results indicated
that the highest Cr(vi) reduction rate of Oligo-Zn-Por (84.6%)
was observed in July. However, in January, the Cr(vi)
reduction rate of Oligo-Zn-Por was still more than 91%
compared with July, when the sunlight intensity was
extremely weak, thus indicating good adaptability of the
catalyst at different intensities of sunlight (Fig. S12+).

Stability of the photocatalyst

Photocatalyst stability is an important indicator of
photocatalytic performance of photocatalysts. A stable
photocatalyst can contribute to an economical and efficient
photocatalytic ~ reaction.’” With this research, the
photocatalytic cycle stability of Oligo-Zn-Por photocatalyst for
reducing Cr(vi) under sunlight irradiation was investigated As
shown in Fig. S13,i Oligo-Zn-Por retained more than 99% of
the initial efficiency after ten photocatalytic cycles, indicating
that the Oligo-Zn-Por photocatalyst exhibited good stability.
Finally, the stability of the photocatalyst was confirmed using
'H NMR. 'H NMR analysis of the photocatalyst Oligo-Zn-Por
after ten cycles of the solar photocatalytic reduction of Cr(vi)
indicated no structural changes, demonstrating good stability
of the Oligo-Zn-Por photocatalyst (Fig. S147). In addition, the
XPS spectrum of Oligo-Zn-Por after ten cycles of experiments
show that there are two sets of single peaks, Cr 2p3, and Cr
2py, of Cr(m), at 577.96 and 587.07 eV, respectively (Fig.
S15t). This result show that the reduction of Cr(vi) to Cr(im)
by Oligo-Zn-Por catalyzed by sunlight can be realized.*®

Mechanism of photocatalysis

Finally, we evaluated the mechanism of the solar
photocatalysis of Cr(vi) reduction by Oligo-Zn-Por using
radical, hole, and electron capture experiments and electron
spin  resonance (ESR) spectroscopy.**”° The active
components of the solar photocatalytic reduction of Cr(vi)
were determined using benzoquinone (BQ), isopropanol
(IPA), disodium ethylene diamine tetraacetic acid (EDTA-2Na)
and potassium bromide (KBr) as trapping agents for
superoxide radicals (-O,), hydroxyl radicals (-OH), holes (h"),
and electrons (e”), respectively. Fig. 5a shows the effect of
adding different trapping agents on the Cr(vi) reduction rate
of Oligo-Zn-Por under sunlight irradiation. The results
indicated that BQ and KBr had a significant impact by
decreasing the rate of Cr(vi) reduction (the reduction rates of
Cr(vi) were 43.5% and 31.1%, respectively), whereas IPA and

This journal is © The Royal Society of Chemistry 2023
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Fig. 5 (a) Photocatalytic reduction of Cr(vi) using Oligo-Zn-Por under
sunlight irradiation in the presence of different trapping agents (Oligo-
Zn-Por dosage of 5 mg, trapping agent dosage of 2 mM, Cr(v)
concentration of 70 mg L™); (b) electron spin resonance (ESR) spectra
of superoxide radicals and hydroxyl radicals after visible light
irradiation for 180 s; (c) sunlight-catalyzed schematic diagram of the
Oligo-Zn-Por Cr(vi) reduction process.

EDTA-2Na caused an increase in the reduction rate (the
reduction rates of Cr(vi) were 93.4% and 94.7%, respectively).
Therefore, -O,” and -OH were the main active species in the
photocatalytic reduction process. As shown in Fig. 5b, the
ESR spectrum of Oligo-Zn-Por exhibits six peaks of
DMPO--O," and four signal peaks of DMPO--OH, indicating
that the reduction of Cr(vi) using Oligo-Zn-Por under sunlight
irradiation produces -O,” and -OH as the two active species.
It was further proved that -O, and -OH could generate and
participate in the photocatalytic reduction of hexavalent
chromium. Specifically, when the -O,” was captured by BQ,
the continuity of the photocatalytic reaction was blocked, the
production of H,0O, was reduced, and the efficiency of
photocatalytic reduction of Cr(vi) was inhibited. When -OH
was trapped by IPA, the formation of H,0, was promoted,
and the efficiency of photocatalytic reduction of Cr(vi) was
improved. After EDTA-2Na trapping the h', the
recombination rate of e~ with the h™ was reduced, and more
e was released to participate in the Cr(vi) reduction reaction.
In brief, photogenerated e  plays a dominant role in the
photocatalytic reduction of Cr(vi).

In order to further study the mechanism of the
photocatalytic reduction of Cr(vi) by Oligo-Zn-Por, the energy
band structure of the photocatalyst Oligo-Zn-Por was
characterized (Fig. 5c). The valence band (VB) and band gap
(E;) of Oligo-Zn-Por were confirmed by valence-band X-ray
photoelectron spectrum and UV-vis DRS. As shown in Fig.
S16,} the VB value (Eyg = 1.35 V) of Oligo-Zn-Por was obtained
by linear intersection method. At the same time, the band
gap (E; = 1.87 eV) was obtained by UV-vis DRS (Fig. S17%).
The CB value (Ecg = —0.52 V) can be calculated according to
the equation: E, = Eyg — Ecp. Therefore, the electrons
produced by photoexcitation of Oligo-Zn-Por can react with
oxygen to form -O, (O, + e — -0, ) because the CB value of
Oligo-Zn-Por is more negative than 0,/-O,  (-0.33 V vs. RHE).
Meanwhile, because the VB value of Oligo-Zn-Por is corrected
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than that of H,0/O, (1.23 V vs. RHE), the h" left on VB after
light excitation can oxidize H,O to O, (2H,0 + 4 h' — O, +
4H"). In addition, -O, generated by the reaction of
photogenerated e~ with O, can further interact with H,O to
produce H,0, in an acid environment (H,O + -0, + H" —
H,0, + ‘OH). The strong reducibility of H,O, can reduce
Cr(v1) to Cr(m) in acidic environment.”"

Compared with other photocatalysts

To date, few studies have reported that the catalyst can
directly use sunlight for photocatalytic reduction of Cr(vi).
Table S1} provides a simple comparison of the work reported
in recent years on the reduction of Cr(vi) with different
photocatalysts. The results show that the molecular graphene
photocatalyst Oligo-Zn-Por developed in this work has the
ability of photocatalytic reduction of Cr(vi) by direct use of
sunlight. Compared with the reported results (Table S17),
Oligo-Zn-Por has the characteristics of using less amount and
direct use of sunlight in the photocatalytic reduction of Cr(vi),
which reduces the cost of photocatalytic reduction of Cr(vi)
and solves the problem of energy consumption in the actual
reduction of Cr(vi).

Conclusion

In this study, we developed a zinc-complexed diporphyrin
molecular graphene Oligo-Zn-Por photocatalyst using the
intermolecular edge-matching effect of porphyrins and
oxidative fusion using high-valent metals. This research was
the first to explore the photocatalytic reduction performance
of Oligo-Zn-Por photocatalyst for treating Cr(vi), a heavy metal
ion pollutant, under sunlight irradiation. The absorption
spectra revealed that Oligo-Zn-Por had a broader light
absorption range than existing photocatalysts, which
enhanced its sunlight absorbance capacity. Femtosecond-
transient absorption spectroscopy, EIS, and transient
photocurrent response experiments revealed that Oligo-Zn-
Por exhibited a considerable photogenerated electron
capability and lifetime, which enhanced its photovoltaic
conversion efficiency. High-resolution field emission SEM
experiments showed that Oligo-Zn-Por had a significant void
structure, significantly increasing its ability to adsorb and
reduce Cr(vi). Finally, the results of the solar-catalysed Cr(vi)
reduction experiments demonstrate that the Oligo-Zn-Por
photocatalyst is cost-effective, efficient, highly adaptable, and
stable. Thus, this study provides a theoretical basis for
constructing a low-cost, portable, and LED light source
photocatalytic reactor without using external electrical
energy.
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