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Monolayer fullerene (Cgo) networks combine molecular-level rigidity with crystalline connectivity,
offering a promising platform for numerous applications. In this Feature article, we review the physical
and chemical properties of fullerene monolayers, focusing on first-principles studies. We first explore
the structural stability of monolayer phases and investigate their thermal expansion behaviours. We then
outline criteria for photocatalytic water splitting and introduce theoretical predictions which are
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supported by recent experimental verification. Finally, we show how interlayer stacking, molecular size,
and dimensional tuning (from 2D monolayers into 3D crystals, 1D chains, or nanoribbons) offer versatile
DOI: 10.1039/d5cc02473k approaches to modulate their chemical functionality. Together, these insights establish fullerene

networks as a novel class of carbon-based materials with tailored properties for catalysis, photovoltaics,
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1 Introduction

Since the discovery of graphene in 2004," 2D materials have
attracted tremendous interest due to their extraordinary
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electronic,”® magnetic,’™® optical," " topological,"**® and

thermal'®™* properties. The basic building blocks of these 2D
materials are atoms. Consider, for example, graphene: carbon
atoms form a planar honeycomb lattice with sp* hybridisation
from three planar o bonds and the out-of-plane © bonding.>®
By varying constituent atoms (e.g., from C to Si or Sn), the
lattice composition and crystalline symmetry can be controlled
at the atomic scale,”** leading to tailored functionalities such
as thermoelectricity®®?* and non-Abelian braiding.**?® Addi-
tionally, structural phase transitions can be induced by external
external stimuli such as temperature and light,>”*° enabling
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Fig. 1 Carbon atoms and fullerene molecules as basic building units for
graphene and monolayer fullerene networks respectively.

precisely tuneable physical and chemical properties. The crystal
structures can be further manipulated by defect engineer-
ing,*'™** offering further degrees of freedom for applications
such as single-photon sources.*>™*’ Despite their advantages
such as atom-by-atom precision, the designed 2D crystals
from atomic building blocks are constrained by their intrinsic
characteristics such as limited types of chemical bonds and
restricted stability as freestanding monolayers.*® Moreover,
precise atomic construction remains challenging.*® As an alter-
native, replacing atoms with molecules as building units of
crystals (Fig. 1) results in the combination of molecular rigidity
and chemical tuneability, offering new opportunities in
rational materials design for tailored electronic,>®>"' optical,>>
chemical,> and magnetic>*>® properties.

The discovery of buckminsterfullerene Ceo in 1985 has pro-
vided an atom-like, stable building units®*>° to form various
lattice structures, as demonstrated by experimental synthesis of
solid Cgp in 1990-92 where fullerene molecules are bounded by
van der Waals interactions with orientational ordering transi-
tion upon heating.®®** A series of follow-up studies in 1993-96
have found that neighbouring Ce, cages can be connected
through covalent [2+2] cycloaddition bonds as a result of photo-
or pressure-induced polymerisation,®>”" forming a rich phase
diagram of fullerene polymers.”>”* These fullerene crystals
exhibit distinct mechanical,” optical,”® vibrational,”® electro-
nic,””””® and polaronic®>®' properties, leading to numerous
applications such as photovoltaics®*** and superconduc-
tivity.®*®® Recent breakthroughs in synthesis of monolayer
fullerene networks in 2022 have demonstrated the feasibility
of creating 2D materials based on Cg, molecules through
organic cation slicing exfoliation of Mg-intercalated bulk single
crystals.®® Different from graphene with limited chemical
bonding types of carbon atoms, fullerene molecules provide
abundant intermolecular bonding positions with extra rota-
tional degrees of freedom to form richer lattice geometries.
As shown in Fig. 1, neighbouring carbon cages can be linked
through both intermolecular [2+2] cycloaddition bonds and
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C-C single bonds, resulting in a nearly-triangular lattice with
impossible coordination environments for individual carbon
atoms. Similarly, it is possible to realise 1D, nearly-square,
and nearly-hexagonal lattices in monolayer Cg, networks. The
diverse lattice geometries, delocalised m electrons, and large
surface area in Cg, monolayers endow them with promising
electronic, optical, and chemical properties for energy appli-
cations.’® ™ Their sizable band gaps and high charge transport
are critical for use in photocatalytic water splitting, organic
photovoltaics, and flexible energy storage devices. Moreover,
the presence of abundant surface active sites offers opportu-
nities for catalytic reactions such as the hydrogen evolution
reaction (HER).

Despite the significant experimental progress in the synth-
esis and characterisation of 2D fullerene networks,*® a compre-
hensive understanding of their physical and chemical
properties is still lacking. To this end, modern computational
techniques can close this gap by providing atomistic resolution
on chemical functionalities of monolayer polymeric Cgo. Here,
we highlight three key aspects from our recent research based
on first-principles calculations: (1) Are monolayer Cg, networks
stable? (2) Are they promising photocatalysts? (3) Are their
chemical functionalities tuneable? To answer these questions,
our Feature article is organised as follows: in Section 2, we
summarise the structural properties of Cg, monolayers, their
stability and strength, as well as their thermal expansion
behaviours. In Section 3, we examine the criteria for 2D Cg
networks to be efficient photocatalysts and show how theore-
tical predictions lead to experimental verifications. In Section 4,
we discuss possible strategies in tuning chemical functional-
ities of fullerene networks. Finally, we conclude by identifying
potential avenues for future research in Section 5.

2 Are monolayer Cgo networks stable?

In this Section, we address the structural stability of monolayer
fullerene networks from first principles. We start with an intro-
duction to the structural properties of the experimentally-
reported crystal structures. Next, we discuss their stability and
strength, including dynamic, thermodynamic, and mechanical
properties to rationalise experimental observations. Lastly,
we explore the dimensional stability of monolayer fullerene
networks upon heating in the context of thermal expansion.

2.1 Crystal structures

The crystal structures of monolayer fullerene networks reveal a
remarkable diversity in intermolecular bonding environments,
stemming from the intrinsic rotational degrees of freedom of
Ceo molecules and their multiple intermolecular bonding sites.
Starting from the experimentally-reported structures,®® three
distinct crystalline phases are obtained from geometry optimi-
sation based on density functional theory (DFT),*** as over-
viewed in Fig. 2: a quasi-tetragonal phase with one-dimensional
chains along b where Cgq, units are connected through [2+2]
cycloaddition bonds (denoted as qTP1), a quasi-tetragonal

This journal is © The Royal Society of Chemistry 2025
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Fig. 2 Crystal structures of (a) qTP1, (b) qTP2, and (c) gHP monolayer
polymeric Cgo from top and front views.*©

phase in two-dimensional nearly-square lattices with vertical
and horizontal [2+2] cycloaddition bonds along a and b respec-
tively (denoted as qTP2), and a quasi-hexagonal phase in a
nearly triangular lattice via [2+2] cycloaddition bonds along b
and C-C single bonds along the diagonal of the a and b lattice
vectors (denoted as qHP).

All three networks retain the molecular curvature of indivi-
dual fullerenes, but differ significantly in packing density, bond
connectivity, and unit cell geometry, leading to distinct phonon
spectra and elastic behaviours. Covalent polymerisation of
qTP1 C4, molecules along b yields quasi-one-dimensional crystal-
line networks without interchain bond formation. These arrange-
ments result in anisotropic lattice parameters and weak inter-
chain bonding. Monolayer qTP2 Cg, networks possess a more
symmetric structure of space group Pmmm (no. 47) with
enhanced in-plane isotropy and more robust connectivity. As the
only networks with intermolecular C-C single bonds, the qHP
monolayers exhibit nearly isotropic packing density but strong
anisotropic intermolecular bonds, which impose anisotropic
structural, elastic, and vibrational constraints on mechanical
stiffness and thermal expansion, as discussed below.

2.2 Stability and strength

Comparing to the well-understood formation mechanisms and
stability of fullerene molecules,’®*® when assembling Cq, units
into 2D configurations, it remains unclear whether ordered
monolayer polymeric Cg, structures are stable under ambient
conditions. Experimentally, only qHP Cg, has been obtained as
both monolayers® and few-layers,”**°" while all the qTP Cqj
flakes are few-layer.®® These results raise doubts regarding the
stability of monolayer fullerene networks. Previous first-
principles studies have examined a range of structural phases
of monolayer Cg, and confirmed the mechanical stability of
several configurations.'*>%* Additionally, molecular dynamics
simulations have addressed their thermal stability, indicating
that both qTP and qHP structures remain stable up to 800 K,"*>
partially corroborating experimental findings that gHP mono-
layers do not decompose at 600 K.** Nevertheless, the absence
of experimental exfoliation of qTP monolayers raises unre-
solved questions, suggesting that thermal and mechanical
stability alone may be insufficient to explain their phase
behaviour.

To access the structural stability, a systematic investiga-
tion on dynamic, thermodynamic, and mechanical stability is

This journal is © The Royal Society of Chemistry 2025
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simulations can be used to address the following questions:

(i) Are qTP and qHP Cg, monolayers dynamically stable?

(ii) What is their relative thermodynamic stability?

(iii) Do their mechanical properties support phase stability?

2.2.1 Dynamic stability. The dynamic stability is deter-
mined by the absence of imaginary phonon modes, which
reflects whether the structure resides at a local minimum on
the potential energy surface.'®™''® To assess the dynamic
stability of monolayer fullerene networks, the phonon disper-
sion relations are shown in Fig. 3. The dark blue solid curves
correspond to phonons under the harmonic approximation
based on density functional perturbation theory (DFPT),"** 3
while the wine dashed lines represent phonons computed from
the quasi-harmonic approximation.***™**°

For the qTP1 monolayers, small imaginary frequencies (less
than 0.6i THz) are observed along the I'-X direction when using
static lattice constants, suggesting non-restorative atomic
displacements™*® to split the monolayers into individual 1D
chains in the presence of interchain out-of-plane vibrations.
The presence of a fourth, nearly zero-frequency, positive tor-
sional mode along I'-X further reflects the quasi-one-
dimensional nature of the qTP1 structure.'*"'** Incorporating
finite-temperature effects, we find that at 300 K, qTP1 retains
this soft mode behaviour, albeit with a reduced magnitude
(<0.2i THz), thus confirming its weak dynamic stability. In
contrast, the qTP2 and gqHP lattices exhibit no imaginary
phonon modes under either static or thermally-expanded lat-
tice parameters, indicating that both structures reside at a local
minimum on the potential energy surface and are dynamically
stable over a wide temperature range.

2.2.2 Thermodynamic stability. The relative thermody-
namic stability is quantified through free-energy considera-
tions at finite temperatures.’**™"*® The Gibbs free energy F
can be calculated from'"*°

In the following, we show how first-principles
107

) 1 —how;
F:n;})n E‘°‘+§zi:hw”l+kBTz;ln(l —eher/keTy| (1)

where mibn[] changes the lattice constants a and b to find the
a,

unique minimum value of the Helmholtz free energy, E;.. is the
total energy of the crystal, % is the reduced Planck constant, w;
is the phonon frequency at mode A, kg is the Boltzmann
constant, and T is the temperature. As shown in Fig. 4, the
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Fig. 3 Low-frequency phonons of (a) qTP1, (b) qTP2, and (c) gHP poly-
meric Cgo Using the static and room-temperature lattice constants.1%”
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Fig. 4 Relative thermodynamic stabilities of monolayer fullerene networks,
a one-dimensional fullerene chain, and a zero-dimensional fullerene mole-
cule, with the Gibbs free energy F of monolayer qTP2 Cgg set to zero to
compare the relative stabilities.*®”

temperature dependence of the Gibbs free energy reveals a
crossover in phase stability. Although qTP2 is most stable at
0 K, qTP1 becomes thermodynamically preferred above 150 K
due to its lower vibrational frequencies and hence greater
entropy. At room temperature (300 K), the free energy of qTP1
is 47 meV f.u.”" lower than that of qTP2, and this energetic
preference increases at higher temperatures, reinforcing the
relative thermodynamic stability of qTP1 at high temperatures.
As the qTP1 monolayer tends to split into individual chains,
the relative thermodynamic stability of 1D qTP chain and 0D
Ceo molecule is also shown in Fig. 4. Notably, while the 2D qTP1
structure remains more stable than the 1D chain throughout
the entire temperature range, the 1D chain becomes more
stable than the qTP2 monolayer above 220 K. Interestingly,
the 0D Cgo, molecule shows the steepest decrease in free energy
below room temperature, becoming more stable than qTP1 and
qTP2 monolayers at 120 K and 150 K, respectively. Above 380 K,
however, qTP1 regains its dominance as the most stable phase.
Notably, the energy difference between the 1D and 2D qTP1
lattices is comparable to the thermal fluctuation energy (kg7) at
300 K of ~26 meV, implying the possibility for gHP1 mono-
layers to split into 1D chains upon thermal fluctuations. These
results highlight a temperature dependence for the thermo-
dynamically most stable phase: below 150 K, qTP2 is preferred;
between 150 and 380 K, the 0D Cq, molecule is energetically
favoured; and above 380 K, the 2D qTP1 monolayer becomes
thermodynamically dominant. It should be noticed that
the quasi-harmonic approximation is appropriate at moderate
temperatures <500 K, which is the temperature range of
interest. Additionally, we focus on isolated, free-standing
monolayers, which neglects possible interactions in experi-
mental samples in the few-layer form or on the substrates.
2.2.3 Mechanical stability. The mechanical stability of
monolayer fullerene networks is assessed through the elastic
constants,'?” determined from the finite-difference method***3”
and summarised in Table 1. These values are which are consis-
tent with previous computational studies.'>'°® According to the
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Table 1 Elastic properties for monolayer qTP1, qTP2, and gHP Cgo with

the elastic constants C;. The elastic constants Cyi, C, and Ceg calculated
from phonon speed of sound are listed in parentheses for comparison®”

Phase Ci1 Cyy Cys Ces

qTP1 5.4 123.7 —1.2 —0.2
(2.5) (121.3) —

qTP2 149.9 148.7 22.9 53.4
(150.5) (141.2) — (54.5)

qHP 150.8 186.8 22.5 60.6
(142.4) (172.7) — (61.7)

Born-Huang lattice dynamical theory,"*®"*° the mechanical sta-

bility criteria are fulfilled for qTP2 and qHP with space group
Pmmm (no. 47) and Pmna (no. 53) respectively, satisfying the
conditions specific to orthorhombic lattices. In contrast, mono-
clinic qTP1 Cg, in space group P2/m (no. 10) exhibits a negative
shear modulus (C¢¢ < 0), indicating intrinsic mechanical
instability against shear deformation. This is attributed to the
weak interchain interactions in its quasi-one-dimensional struc-
ture, which are prone to bending and sliding under shear stress.

Notably, the elastic constant C;; in qTP1 is more than an
order of magnitude smaller than C,,, reflecting the pronounced
anisotropy and structural softness along the a-axis. This is
consistent with its dynamic instability and the weak bonding
along that direction. In comparison, qTP2 monolayers exhibit
nearly isotropic in-plane stiffness, with C;; & C,,, due to the
presence of comparable [2+2] cycloaddition bonds along both
a and b lattice vectors. Among the three phases, qHP Cgo
networks display the highest values of Ci;, C,;, and Cee,
consistent with its denser intermolecular bonding networks.

2.2.4 Overall effects. The conflicting dynamic, thermo-
dynamic, and mechanical stability of monolayer fullerene net-
works is consistent with experimental observations. To date,
only the qHP Cg4, has been successfully exfoliated as a mono-
layer, whereas the qTP Cg¢, has been obtained in multilayer
form.® Interestingly, all the follow-up experimental studies
have only reported few-layer qHP polymeric Cgo.”**°" Our
free-energy analysis indicates that qTP1 becomes the most
stable phase above 150 K. However, thermodynamic stability
alone does not ensure dynamic or mechanical stability. In qTP1,
the presence of soft phonon modes associated with out-of-plane
vibrations suggests weak dynamic stability along the interchain
direction. Furthermore, its low elastic moduli, limited shear
resistance, and reduced mechanical strength indicate that qTP1
Ceo is unlikely to exhibit intrinsic resilience under mechanical
deformation. Notably, between 120 and 380 K, the monolayer
qTP1 network is thermodynamically less stable than the isolated
0D Cgo molecule, suggesting decomposition into individual
chains or molecules under thermal fluctuations, interchain acous-
tic modes, or external strain. In contrast, the qHP monolayer
displays both dynamic and mechanical stability, consistent with
its successful exfoliation from bulk single crystals. These findings
highlight the importance of jointly considering dynamic, thermo-
dynamic, and mechanical stability when interpreting phase beha-
viour to guide the experimental realisation of monolayer fullerene
networks.””

This journal is © The Royal Society of Chemistry 2025
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2.3 Thermal expansion

Having understood the stability of various monolayer fullerene
networks, the next step is to consider how these 2D frameworks
respond to thermal effects. In low-dimensional materials, ther-
mal expansion is not only a fundamental physical property
but also a sensitive probe of bonding anisotropy and lattice
flexibility. This motivates a detailed investigation of how
temperature influences lattice constants and vibrational
properties, with a particular focus on the role of intermolecular
bonding geometry in driving positive or negative thermal
expansion.'?°

As shown in Fig. 5, the type of intermolecular bonds
critically governs the anisotropic thermal response. In the
qTP Cg networks, neighbouring cages are connected via [2+2]
cycloaddition bonds along both in-plane directions, and early
isotropic positive thermal expansion is observed. In contrast,
the qHP monolayers incorporate C-C single bonds along one
axis and [2+2] cycloaddition bonds along the other, exhibiting
pronounced anisotropy with positive expansion along the
cycloaddition bond direction and negative thermal expansion
along the single bond direction persisting up to 500 K.

The unique combination of rigid [2+2] and flexible single
bonds in qHP fullerene networks indicates strong anisotropic
thermal expansion behaviour, offering an intriguing platform

(b) 1.0008 —
1.0006
1.0004
o
S 1.0002
1.0000
0.9998 | §

300 400 500 600 700
T (K)
Fig. 5 (a) Crystal structures and (b) thermal expansion of monolayer qTP

and qHP Cgo networks. The schematics in (a) show the structural changes
with increased temperature.12°

0 100 200
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for engineering thermal expansion properties through molecular-
scale structural design. This contrasting behaviour arises from
distinct mechanical responses of different types intermolecular
bonds. The [2+2] cycloaddition bonds are structurally rigid and
resist transverse deformation. On the other hand, the C-C single
bonds display considerable geometric flexibility, which allows
hinge-like compression in response to perpendicular strain and
therefore results in thermal contraction. Additionally, vibrational
characteristics suggest large negative Griineisen parameters for
low-frequency out-of-plane acoustic and optical vibrations asso-
ciated with the single bonds. Conversely, vibrations associated
with the cycloaddition bonds show positive or near-zero Griineisen
values, contributing to thermal expansion.

The interplay between bond rigidity and flexibility provides a
general strategy for tailoring thermal expansion in molecular
materials beyond conventional approaches such as crystalline
networks,*>™*" rigid unit modes,"**"*** and transverse displa-
cements of bridging atoms*®'*” or membranes."**'*° Through
varied intermolecular bonds, one can rationally modulate both
the magnitude and directionality of the thermal response.
These design principles extend to other systems beyond mono-
layer polymeric Cgqo, where variations in molecular curvature
and intermolecular bonding types further tune thermomecha-
nical behaviour."*® Overall, these insights, in combination with
known properties of monolayer fullerene networks such as
superlubricity’>® and high carrier mobility,*>° offer predictive
guidelines for developing 2D fullerene-based materials with
controllable thermal expansion for applications in flexible electro-
nics, precision engineering, and energy-related technologies.

3 Are 2D Cgo networks promising
photocatalysts?

Photocatalytic water splitting harnesses solar energy to decompose
water into hydrogen and oxygen, presenting an environmentally-
friendly method for green hydrogen production. Since the discovery
of photocatalytic TiO, in 1972,"" extensive research has been
dedicated to developing efficient photocatalysts.'***®” To
enhance photocatalytic efficiency under visible light, materials
must exhibit: (i) effective light absorption to generate sufficient
electron-hole pairs; (ii) efficient separation and transport of
these charge carriers to reactive sites; and (iii) appropriate
band-edge positions to drive the redox reactions involved in
water splitting. In this Section, we present recent computa-
tional studies addressing these criteria®® and discuss the sub-
sequent experiments that verify these predictions.'*

3.1 Electronic structure from first principles

Band alignment and optical absorption are central to photo-
catalytic processes. However, one main challenge in the theo-
retical description of electronic structure of monolayer Cgo
networks is that, conventional DFT and HSE approaches under-
estimate the band gaps by at least 10%"'°>"%* and fail to predict
exciton binding energy. Therefore, an accurate theoretical

Chem. Commun., 2025, 61,10287-10302 | 10291
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Table 2 Calculated band gaps (eV) of qTP1, qTP2, and gHP Cgo using
PBEsol, HSEsol and unscreened hybrid functional PBEsolO with their
corresponding screening parameter u (A™Y). The optical band gaps (eV)
for qHP Cgo from TDDFT or TDHF are shown in parentheses.’® The GW +
BSE®% and measured®991%° phand gaps are listed for comparison

PBEsol HSEsol PBEsol0 GW Exp.
u ) 0.2 0 — —
qTP1 1.09 1.65 2.31 — —
qTP2 0.94 1.48 2.18 — —
qHP 0.86 1.44 2.12 2.37 1.6-2.1
(0.86) (1.44) (1.69) (1.60) (1.55)

framework is essential for fully exploiting the potential of these
fullerene-based networks in photocatalytic water splitting.

3.1.1 Appropriate theory for band gaps. To reliably evaluate
the electronic and optical properties of monolayer fullerene
networks, we list the computed electronic and optical band
gaps in Table 2. Standard semilocal and even screened hybrid
functionals, such as PBE/PBEsol'**'”® and HSE06/HSEsol,”*"*"*
significantly underestimate the electronic band gaps by at
least 10%. Instead, the use of unscreened hybrid functional
(t = 0, denoted as PBEsol0'”>"'”°) accurately reproduces the
experimentally-measured electronic band gap.

For optical band gaps, time-dependent DFT (TDDFT) or
time-dependent Hartree-Fock (TDHF) calculations on top of
the PBEsol or HSEsol band structures fail to capture excitonic
effects. Instead, the PBEsol0 + TDHF approach accurately repro-
duces both the optical band gap and exciton binding energy.

Notably, a more recent study has applied the most accurate
many-body perturbation theory GW calculations for electronic
band gaps, as well as the Bethe-Salpeter equation (BSE) for
optical band gaps and exciton binding energy, which yield
agreeable results with PBEsol0 + TDHF.'®® Therefore, the
PBEsol0 + TDHF approach accurately describes low dielectric
screening in fullerene networks and is essential to obtain
physically meaningful band alignments for evaluating photo-
catalytic performance and to predict the excitonic absorption
spectrum.

3.1.2 Band edges. After determining the band gaps, we
next assess the band edges in the context of photocatalysis for
overall water splitting. For an overall water splitting reaction,
the energy levels of the conduction band minimum (CBM) and
valence band maximum (VBM) must straddle the redox poten-
tials of water. In other words, the CBM (with respect to the
vacuum level) should be higher than the hydrogen evolution
potential of —4.44 + pH x 0.059 eV, and the VBM should be
lower than the oxygen evolution potential of —5.67 + pH X
0.059 eV."®""® Ag shown in Fig. 6, unscreened hybrid func-
tional calculations find that, in all three phases, the CBM lies
above the hydrogen reduction potential, while the VBM falls
below the oxygen evolution potential, providing the required
thermodynamic driving force for water splitting.”®

3.2 Carrier dynamics

We next discuss the carrier dynamics in photocatalysis. Specially,
the photocatalysts need to: (i) generate sufficient electron-hole
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Fig. 6 Band alignment of qTP1, qTP2, and gHP monolayers calculated
with PBEsol, HSEsol, and PBEsol0.%°

pairs upon photoexcitation; (ii) separate the photoexcited elec-
trons and holes effectively; and (iii) transport carriers efficiently
on the monolayer surface.

3.2.1 Sufficient carrier generation. Different structural
phases of monolayer fullerene networks exhibit distinct optical
absorbance.’® For both qTP1 and qTP2 structures, the low
optical transition probability between the top valence and
bottom conduction bands leads to relatively weak absorbance
below 2 eV, especially when excitonic effects are taken into
account. In contrast, qHP Cg, exhibits strong optical transitions
from bright excitons with high binding energies, resulting in
much larger absorbance in nearly the entire visible-light range
that is comparable to that of monolayer MoS,"*" with
high photocatalytic performance.'®>'®® These features suggest
that qTP Cg, is a likely electron acceptor, whereas qHP Cg,
can generate a substantial number of carriers as a suitable
electron donor.

3.2.2 Effective carrier separation. Efficient photocatalysis
requires not only the generation of carriers but also their
spatial separation to prevent recombination. In qTP mono-
layers, weak optical transitions suppress radiative recombination,
making them well suited as electron acceptors. In particular, it is
possible to form type-II band alignments by creating heterostruc-
tures of monolayer fullerene networks and other 2D materials.
This enables efficient spatial separation of photoexcited electrons
and holes across different layers."””*° As an example, we show
type-1I alignments between qTP2 fullerene networks and mono-
layer PbTe/SnTe in Fig. 7. The valence band offsets and conduc-
tion band offsets, even at the DFT level, are much larger (~1 eV)
than the exciton binding energy (~0.5 eV), facilitating effective
separation of electrons and holes. These heterostructures also
have good lattice match, offering an strategy to confine electrons
in qTP2 layer and holes in PbTe/SnTe layer. Such spatial separa-
tion is favourable to reduce electron-hole recombination and
improve photocatalytic efficiency.

3.2.3 Efficient carrier transport. As shown in Fig. 8, the
VBM and CBM states with low effective masses facilitate high
carrier mobility on the molecular surface for photocatalytic
reactions. In qHP, the hole mobility is significantly enhanced
due to the delocalised VBM across both directions, while the
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Fig. 8 Mobility of monolayer gHP Cgo networks at 300 K as a function of
carrier concentration, as well as the corresponding partial charge density
of the VBM and CBM states.*°

electron mobility is much lower than the hole mobility
but still relatively high. The lowest electron mobility is 1.7-
4.8 cm® (V s) " along the crystallographic orientation a at low
carrier concentrations (<10° cm™?). The good agreement with
the measured mobility®® suggests accurate descriptions of transport
properties based on the Boltzmann transport equation under the
momentum relaxation time approximation.'®*™%® The rela-
tively high carrier mobility is attributed to the delocalised ©
electrons. These results confirm efficient carrier transport
across the monolayers, which is a critical prerequisite for
photocatalysis.

3.3 Reaction pathways

Thermodynamic analysis reveals favourable adsorption ener-
gies for water on the surface of monolayer fullerene networks,”
which is the initial step of photocatalytic reaction. To thermo-
dynamically drive the redox reactions, the next step is for the
free-energy diagram to exhibit downhill reaction pathway.
As shown in Fig. 9(a), the hydrogen evolution reaction has
two steps. In the first step, monolayer fullerene networks
(denoted as *) combine with a proton (H') and an electron
(e7) to form H* species. In the second step, H, molecules are
formed from the H* species.

Without photoexcitation, there is always energy barrier
posed by the intermediate adsorbate. Upon photoexcitation,
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Fig. 9 (a) Gibbs free energy changes associated with the HER in qTP2 Cgo

networks at a pH of 0 and room temperature. (b) Adsorption sites for qTP2
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higher free energies of the intermediates.*

the external potential generated by the photoexcited electrons
in the CBM exceeds the energy barriers for hydrogen evolution
for all three phases at the level of unscreened hybrid functional
PBEso0l0.”°%* The presence of photoexcitation also creates a
more favorable Gibbs free energy between the intermediates
and the products, enabling spontaneous HER under acidic
conditions at room temperature. The photocatalytic activity is
further enhanced by the high surface area and abundant active
sites provided by the spherical Cg, units, as shown in Fig. 9(b).
In addition, the hydrogen storage capacity of various fullerene
structures'®*>°* offers a unique dual function in facilitating
hydrogen evolution and serving as hydrogen storage materials.

3.4 Experimental verification

Conventional fullerene-based heterostructures typically involve
sparse and non-periodically distributed Cg, molecules.”®
In comparison, monolayer polymeric Cqo networks offer atom-
ically smooth surfaces with periodic Cg, arrangements. This
enhanced structural order leads to improved crystallinity and
higher Cq, content, thereby increasing the density of active
sites and overall photocatalytic activity. Recent experimental
studies'®® have supported the theoretical predictions®® regard-
ing the photocatalytic capabilities of monolayer fullerene net-
works. In particular, the photocatalytic efficiency of 2D
fullerene networks is much higher than those of 0D Cg
molecules or 3D Cg, crystals.'® These findings not only vali-
date the previous theoretical predictions but also pave the way
for further research into the optimisation and integration of 2D
fullerene networks in photocatalytic systems.

From a materials design perspective, monolayer fullerene
networks represent a promising class of photocatalysts owing
to their unique combination of molecular features and crystal-
line characteristics. The Cgo building blocks retain high surface
area with delocalised n electrons for abundant active sites,
while their covalent 2D connectivity enables efficient charge
transport across the monolayers. These structural features
allow for strong optical absorption, high carrier mobility, and
enhanced chemical reactivity. Compared to traditional metal
oxides,”**"" monolayer fullerene networks offer a chemically
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pure, carbon-based alternative that combines structural flexi-
bility and high efficiency. Compared to covalent organic
frameworks>'>2**> or molecular heterojunctions,>®>'® mono-
layer polymeric Cqo has higher densities of 7 electrons on larger
surface area of nearly-spherical units in highly crystalline
frameworks. These properties make monolayer fullerene net-

works appealing candidates for next-generation photocatalysts.

4 Are functionalities of fullerene
networks tuneable?

The chemical functionalities of monolayer fullerene networks
can be further modulated through structural design at multiple
levels. Three key tuning strategies have emerged: variation
in stacking configurations, control of molecular size, and
dimensionality engineering. Vertical stacking of monolayers
introduces interlayer degrees of freedom that alter optical
absorption and exciton dynamics, offering a pathway to
enhance light harvesting.®® At the molecular scale, substituting
Ceo with smaller cage units such as C,, modifies the electronic
structure and increases the density of active sites, improving
catalytic performance.””> Beyond monolayers, extending or
reducing the lattice dimensionality yields rich behaviour:
three-dimensional van der Waals crystals exhibit diverse struc-
tural phases,”** one-dimensional chains enhance reactivity via
increased surface active sites,”’ and quasi-one-dimensional
nanoribbons display strongly geometry- and edge-dependent
band structures.”” Among these, fullerene nanoribbons are
especially interesting due to their tuneable edge shapes, quan-
tum confinement effects, and potential for directional charge
transport, positioning them as promising candidates for next-
generation molecular optoelectronics and catalysis.

4.1 Stacking degree of freedom

While monolayer polymeric qHP Cg, networks possess promis-
ing optoelectronic and photocatalytic properties, they suffer
from limited thermodynamic stability, making experimental
isolation challenging. As a result, most experimentally-realised
qHP structures exist in the few-layer form,’**°* which benefit
from enhanced structural stability due to interlayer van der
Waals interactions. These bilayer systems not only retain the
desirable properties of monolayers such as appropriate band
alignment for water splitting but also introduce new stacking
degrees of freedom such as sliding, orientation, and twisting
angles, which can be exploited to tune their functionalities.
Taking AB-stacked bilayer fullerene networks as an example, it
can be viewed as two van der Waals layers in a closely-packed
stacking pattern for Cg, molecules with space group P2/c
(no. 13), as shown in Fig. 10.

From an electronic structure perspective, the bilayer exhibits
a slightly reduced direct band gap at I' (2.05 eV) compared to
the monolayer (2.08 eV). Importantly, the band-edge positions
of the bilayer still straddle the redox potentials of water at
pH from 0 to 7, indicating that the bilayer retains its suitability
for overall water splitting.>® The presence of two layers gives
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Fig. 10 3D and top views of the crystal structures of (a) monolayer and (b)
bilayer fullerene networks.%*

rise to nearly degenerate states at the VBM and CBM, with
minor energy splittings between in-phase and out-of-phase
combinations of the top and bottom layer states. The interlayer
interaction slightly modifies the anisotropic effective mass,
particularly in the conduction band, allowing for directional
tuning of charge transport.”

In terms of optical properties, the bilayer Cg, network
demonstrates enhanced absorbance across the entire visible
spectrum compared to its monolayer counterpart (Fig. 11). This
enhancement arises from stronger excitonic transitions involving
multiple degenerate states and is accompanied by increased
anisotropy in polarisation-dependent absorbance. Notably, while
the monolayer shows relatively isotropic exciton absorption, the
bilayer exhibits more pronounced absorbance differences for
polarisation along the a and b axes. Such anisotropy can be
exploited in polarised light detectors and direction-sensitive
photonic devices.”®

0.04
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Fig. 11 Optical absorbance of monolayer and bilayer fullerene networks
for both a and b polarisations. The black vertical dash-dot lines represent
the direct band gaps from independent-particle approximations in the
absence of excitons. The background shows the global total spectral
irradiance E. from the Sun.%®
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Overall, stacking monolayers into bilayer fullerene networks
preserves photocatalytic performance while enhancing structural
stability and optoelectronic tuneability. These stacking degrees
of freedom also open avenues for emerging applications such
as flexible displays, memory storage, and ferroelectric devices,
where interlayer sliding and twist engineering may give rise to
novel phenomena such as sliding ferroelectricity”*> and moiré
patterns.®’

4.2 Molecular size

The choice of molecular building block provides further tune-
ablity in the stability and functionality of 2D fullerene networks.
While Cgp-based monolayers have attracted significant attention
for their photocatalytic’®'® and optoelectronic'®" properties,
their relatively large molecular size limit the structural stability
and density of accessible active sites. Recent studies have
demonstrated that reducing the molecular size to the smallest
stable conventional [5,6]fullerene unit, C,,4, yields 2D networks with
superior stability and enhanced photocatalytic performance.”

4.2.1 Monolayer C,; networks. Monolayer C,, networks
retain the key features of fullerene chemistry such as delocalised
n electrons and robust cage-like structures. As shown in Fig. 12,
the crystal structures of monolayer C,, networks are similar to
monolayer polymeric Cg. The qTP C,, structure has a nearly-
square lattice with three noncoplanar intermolecular bonds
between neighboring clusters. The gHP C,, lattice can be viewed
as periodically misaligned 1D chains along b connected by the
three noncoplanar intermolecular bonds, which are further joined
through diagonal single bonds between neighboring chains.
Monolayer qHP networks exhibit a buckled structure between
neighbouring chains due to asymmetric interchain bonding
positions.

Compared to monolayer polymeric Cqp, C,; monolayers
exhibit significantly improved dynamic, thermodynamic, and
mechanical stability.”> Cohesive energy calculations demonstrate
that the formation of polymeric C,, networks is energetically
favourable, owing to the release of stereochemical strain through
the formation of noncoplanar sp*-like bonds. These networks are
also dynamically stable, as confirmed by phonon dispersion
calculations showing no imaginary modes. Mechanically, the
C,, lattices exhibit larger elastic and shear moduli than their
Ceo counterparts, because of the smaller cage size and therefore
higher density of covalent interfullerene bonds.

Fig. 12 Top and side views of crystal structures of (a) TP and (b) gHP C,4
monolayers.?
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The reduction in molecular size also leads to decreased
screening and hence increased band gaps. Unscreened hybrid
functional calculations show that monolayer C,, networks have
wide band gaps (3.10-3.74 eV depending on phase), which are
comparable to those of TiO,,>**>'" allowing for visible-to-UV
light harvesting. Both qTP and qHP C,, structures have band-
edge positions that straddle the redox potentials of water across
a broad pH range, satisfying the thermodynamic requirements
for overall water splitting. Moreover, strongly bound bright
excitons contribute to strong optical absorbance, particularly
in the UV regimes, facilitating efficient generation of photo-
excited carriers.

4.2.2 Surface active sites. To understand the thermody-
namic driving force for photocatalytic water splitting in mono-
layer C,, networks, we show the free-energy landscape of HER
for both the Volmer-Tafel (V-T) and Volmer-Heyrovsky (V-H)
mechanisms®*® on C,4 surface in Fig. 13(a)-(d). Following full
structural relaxation, hydrogen atoms preferentially adsorb on
top sites, as enumerated in Fig. 13(e) and (f) for all symmetry-
inequivalent adsorption sites ordered by increasing adsorption
free energy. The two HER pathways proceed via (i) adsorption of
two protons and then combination of two adsorbed protons
into a H, molecule (V-T), and (ii) adsorption of a second proton
on top of the previously adsorbed proton and then desorption
into a H, molecule (V-H), as shown in Fig. 13(g) and (h)
respectively. For both qTP and qHP C,,, the HER at pH = 0
remains kinetically hindered without light, as all energy bar-
riers exceed the thermal fluctuation threshold (kg7 ~ 26 meV).
Under photoexcitation, however, all adsorption sites in qTP
become -catalytically active, enabling spontaneous HER via
either V-T or V-H pathways. For qHP, although sites 1 and 2
are inactive under the V-T mechanism, the V-H pathway
remains downhill for all adsorption sites. Remarkably, even
at near-neutral pH conditions, at least one of the two mechan-
isms remains spontaneous for all sites in both qTP and qHP C,,
monolayers.

To further understand adsorption behaviour, we assess the
correlation between hydrogen adsorption free energy and local
bond angle strain. The bond angle strain is defined as the
deviation of the average bond angle at a given site from the
ideal sp” value of 120°, providing a geometric descriptor of local
carbon environments. As depicted in Fig. 13(i), adsorption free
energy exhibits a strong correlation with the bond angle strain,
indicating that more curved C,, cages enhance hydrogen
adsorption. This suggests that the higher curvature of mono-
layer C,, networks plays a significant role in increasing photo-
catalytic efficiency.

Finally, the area density o, of thermodynamically active sites
at different pH values is summarised in Fig. 13(j). While qTP
and qHP C,, monolayers exhibit similar active site densities
under acidic conditions (pH = 0) to their Cq, counterparts,
increasing pH to 3 significantly reduces the number of active
sites on Cg, networks. On the other hand, C,, monolayers
retain full catalytic reactivity. As a result, the active site density
in C,, monolayers becomes approximately three times that of
Ceo at moderate acidity, with this ratio increasing further under
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Fig. 13 Free energy profiles of hydrogen evolution at different adsorption sites through the Volmer—Tafel mechanism for (a) gTP and (b) gHP C,4 and

the Volmer—Heyrovsky mechanism for (c) qTP and (d) qHP C,4 at pH =

0, with grey and blue lines representing the absence and presence of

photoexcitation respectively. Symmetry-irreducible adsorption sites for (e) qTP and (f) gHP C,4. (g) Volmer-Tafel and (h) Volmer—Heyrovsky reaction
mechanisms. (i) Correlation between adsorption free energy and average bond angle strain. (j) Area density g, of active sites for various phases of

fullerene monolayers at changing pH.%?

near-neutral conditions. This resilience under varying pH high-
lights the superior catalytic performance of C,, networks for
hydrogen evolution across a broader operational range.

4.3 Lattice dimensionality

Changes in lattice dimensionality offer a useful strategy to
modulate the physical and chemical behaviour of fullerene
networks. When increasing lattice dimension to 3D van der
Waals crystals of Cg, molecular orientations and their corres-
ponding crystalline symmetry govern electronic band gaps,
excitonic effects, and phase stability, which are crucial for
applications in optoelectronics and energy harvesting devices.**’
Conversely, reducing lattice dimension to 1D polymeric chains
increases the band gap and the number of active sites, which are
advantageous for photocatalytic HER.”" Quasi-1D Cg, nanoribbons,
split from 2D monolayers, represent an intermediate geometry
where quantum confinement and edge states give rise to tuneable
band gaps and effective masses, with electronic properties highly
sensitive to nanoribbon width and edge configuration.>*' Together,
these dimensional variants unlock even richer physical and
chemical properties, offering design flexibility for targeted
functionalities (Fig. 14).

4.3.1 3D van der Waals crystals. Extending the dimension-
ality from 2D Cg, monolayers to 3D van der Waals crystals

10296 | Chem. Commun., 2025, 61,10287-10302

Fig. 14 Crystal structures of solid Cgo in conventional unit cells with
space group (a) Immm, (b) R3m, (c) Fm3, and (d) Pa3.22°

further modulates their structural and electronic properties.
In van der Waals layered structures such as the orthorhombic
(Immm) and trigonal (R3m) phases, Cgo molecules are covalently
bonded in quasi-2D sheets via [2+2] cycloaddition bonds, with
adjacent layers stacked through van der Waals interactions.
These van der Waals layered structures exhibit dynamic
stability**° and are viable for experimental synthesis under
moderate pressure and temperature conditions.®>

Instead of layered crystals, the cubic Fm3 and Pa3phases
remove all covalent intermolecular bonds in favour of purely
non-covalent van der Waals interactions. In these structures,
the Cgo units have extra rotational degrees of freedom with
varied molecular orientations. The Fm3 phase exhibits higher

This journal is © The Royal Society of Chemistry 2025
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symmetry with a single Cgo molecule per primitive unit cell
(i.e., all molecules have the same orientation), while the Pa3
structure contains four inequivalent molecules with distinct
orientations, leading to reduced symmetry but enhanced pack-
ing diversity. This rotationally-disordered phase can be realised
at elevated temperatures as a result of the phase transitions
observed near 255 K.** These 3D van der Waals phases display
large band gaps (2.293-2.461 eV) and strong exciton binding
energies (>200 meV),”** which agree well with previous GW
calculations*****® and (inverse-)photoemission spectra.”®?2¢>>

The transition from 2D to 3D provides more than structural
diversity. It introduces additional avenues for tuneable func-
tionalities through control of crystalline symmetry and inter-
molecular spacing.*® While the layered Immm and R3m phases
offer anisotropic optical absorption and exciton confinement
suitable for photonic devices, the cubic Fm3 and Pa3 phases
exhibit more isotropic absorption profiles, with the absorption
peak (>10> em™') comparable to halide perovskites in the
green-blue light region.”****! These distinctions highlight the
rich structural tuneability in fullerene-based networks and
provide a versatile platform for energy harvesting and storage.
Recent synthesis of a thin layer of an ionic salt of Cg, signifi-
cantly increases mechanical stability of the electron transport
layer in inverted perovskite solar cells with a roughly threefold
increase in interfacial toughness.** Notably, fullerene mole-
cules are also highly stable in outer space and contribute to 1%
of the cosmic carbon in the interstellar medium,*** 23> which
further extends their applications to space photovoltaics.

4.3.2 1D chain. Reducing the dimensionality of C¢, net-
works from 2D monolayers to 1D polymeric chains offers a
unique opportunity to enhance photocatalytic performance.
In these 1D structures, Cg, cages are covalently linked along
[2+2] cycloaddition bonds, forming periodic chains. This geo-
metry facilitates rapid charge extraction and increases the
accessibility of catalytically active sites.”® Unlike monolayer
fullerene networks, the linear confinement of 1D chains
enforces directional charge transport, which can be harnessed
in photocatalytic devices with nano architectures. Moreover,
the reduced dielectric screening in 1D leads to larger band gaps
compared to that of 2D networks (Fig. 15), indicating higher
external potential for HER.

To understand carrier separation in 1D chains, the electron-
hole pairs for the two brightest excitons in 1D are indicated by
red and yellow circles in Fig. 15, with larger radius representing
higher oscillator strength. Because the holes are in much lower
valence states than the VBM, their thermalisation to the VBM
tends to dissociate the excitons, giving rise to effective electron—
hole separation to their respective redox half reactions.

Benefiting from the favourable band-edge alignments for
HER, 1D Cg, chains demonstrate higher catalytic potential than
their 2D counterparts under a wider pH range. These chains
also possess twice the number of surface active sites per Ce,
unit compared to monolayer networks, leading to higher
photocatalytic efficiency. Furthermore, the 1D chain is thermo-
dynamically more stable than monolayer fullerene networks at
room temperature, making it a more promising photocatalyst

This journal is © The Royal Society of Chemistry 2025
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Fig. 15 PBEsolO band structures of the 1D Cgo chain and 2D Cgg net-
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the contributions of the corresponding electron—hole pairs to the two
brightest excitons near the band edges. The radii of these circles represent
their corresponding oscillator strength.*

with higher efficiency and superior stability than the mono-
layers.

4.3.3 Quasi-1D nanoribbons. The fabrication of nanorib-
bons from monolayers has spurred advances in both funda-
mental science®****” and technological applications.>**?*%°
Nanoribbons of graphene, for example, are quasi-one-dimen-
sional strips of hexagonally bonded carbon atoms with edge-
dependent properties®*® such as tuneable band gaps®**'>** and
exotic phases including Dirac semimetallic,>***** half-
metallic,>****” magnetic,>****° and topological®**>** states.
Using fullerene molecules as basic building blocks beyond
carbon atoms can create even more complex edge geometry.
Additionally, it has been predicted that many structural phases
of monolayer fullerene networks tend to split into nanoribbons
upon heating or under strain.'®*'*>'%” Thus understanding the
impact of edges on fullerene nanoribbons®*! is of particular
relevance to a wide range of applications such as photo-
catalysis®*®* and nanofiltration.>3*2%

In Fig. 16(a), we show a representative qHP nanoribbon.
Both edges terminate at the lattice site corresponding to inter-
molecular single bonds. This nanoribbon can be formed upon
cleavage along the armchair crystallographic orientation of the
monolayer. Therefore, we denote it as qHP-AC nanoribbons.**'
The width of the nanoribbon W is defined as the number of
Ceo units spanning the non-periodic (transverse) direction.
The qHP-AC nanoribbons crystallise in the P222, space group
(no. 17), with a lattice constant of 9.15 A and a width of 30.75 A
for w = 4.

The electronic band structure of qHP-AC nanoribbons shows
additional in-gap states absent in the monolayer [Fig. 16(b)].
These states are localised on the ribbon edges and remain fixed
in number (two nearly-degenerate conduction bands and two
nearly-degenerate valence bands) regardless of width W, whereas
the bulk-like valence and conduction bands display replicas
proportional to W. For narrow ribbons (W = 2), the two in-gap
valence states and the two in-gap conduction states appear
within £+ 0.5 eV. As W increases, interactions between the two
edges diminish, leading to complete degeneracy of these in-gap
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Fig. 16 (a) Crystal structures of a representative qHP-AC nanoribbon, and (b) their corresponding band structures as a function of W.22

states. As the CBMs at both I and Y originate from the edge
states, their effective masses quickly converge once W > 2. The
same holds for the VBM at Y. On the other hand, the VBM at
I’ transits from edge-localised states to monolayer-like charac-
ters as W increases, causing a sign reversal in the effective mass
between between W = 3 and W = 4. Notably, the CBM at I" has
negative effective mass, while the VBM at I has positive effective
mass with larger absolute value than that of the CBM. Therefore,
the electron and hole at I" have positive total mass [m(e) + m(h)]
but negative reduced mass [1/m(e) + 1/m(h)]. In a classical
picture, the electron-hole pairs at I' are expected to form
excitons that behave differently from gravitational objects such
as a binary star system.>®

In terms of band gaps, while the monolayer exhibits a direct
band gap at I', the nanoribbons display their smallest direct
band gap at Y. The presence of edge states leads to a 420 meV
reduction in the band gap relative to the monolayer. The
band-gap reduction from edge states may account for the
experimentally-observed discrepancy in electronic band gaps
(1.60-2.05 €V)****'%° and in optical band gaps (1.10-1.55 V),**'**
due to the finite size of the measured samples.

Besides qHP-AC nanoribbons, a variety of other nanorib-
bons can be realised, depending on the crystalline direction
and the resulting edge geometry, as shown in Fig. 17. For the
gHP monolayers, nanoribbons cleaved along a; adopt a zigzag-
like edge geometry, which is denoted as qHP-ZZ. The electronic
structures of qHP-ZZ nanoribbons also exhibit in-gap edge
states. Different from the dispersive in-gap states in the qHP-
AC nanoribbons, the edge states in qHP-ZZ nanoribbons show
flat-band features.**'

For the qTP monolayers, the nanoribbons can be formed
along either the vertical or the horizontal [2+2] cycloaddition
bonding directions, which are denoted as qTP-V and qTP-H
respectively. The two qTP nanoribbons also show a rich variety
of electronic properties, including crossover from positive to

10298 | Chem. Commun., 2025, 61, 10287-10302

Fig. 17 Crystal structures of monolayer (a) qTP and (b) gHP fullerene
networks, as well as their corresponding nanoribbons.?%*

negative effective mass with increased W, transitions from
indirect to direct band gaps, and coexistence of both flat and
dispersive bands.**"

Overall, fullerene nanoribbons, derived from experimentally-
observed monolayer networks, offer a promising platform with
tuneable electronic properties governed by edge geometry and
width.>*! First-principles calculations reveal diverse behaviours:
depending on their crystallographic orientation, TP nanoribbons
exhibit either direct or indirect band gaps, while qHP nanoribbons
host prominent in-gap states localised on the edges. These edge
states lead to flat bands and unconventional effective masses,
distinct from those of their parent monolayers. The evolution of
band gaps, effective masses, and band widths with increasing
nanoribbon width W highlights the importance of finite-size
effects. These findings position fullerene nanoribbons as versatile
nanostructures for future nanoscale devices.

5 Conclusion and outlook

In conclusion, monolayer fullerene networks represent an emer-
ging family of molecular 2D materials with unique structural,

This journal is © The Royal Society of Chemistry 2025
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electronic, and chemical properties distinct from atomically
constructed monolayers. Their diversity in intermolecular bonding
motifs enables the formation of rich lattice geometries with tune-
able functionalities. Through first-principles calculations, we have
provided a thorough understanding of the phase stability of the
experimentally-observed structures and clarified the impact of
intermolecular bonds on thermal expansion. Beyond their stabi-
lity, monolayer polymeric Ce, fulfills all key criteria for photocata-
lysts: they possess suitable band-edge alignments, demonstrate
strong optical absorption, and support efficient carrier separation
and transport. Theoretical predictions of photocatalytic water
splitting have been subsequently corroborated by experimental
observations. Furthermore, the molecular nature of fullerene
building blocks allows for functional tuning via interlayer stacking,
molecular size, and dimensionality from 3D crystals to 1D chains
and nanoribbons. These findings highlight a robust platform for
the rational design of carbon-based nanomaterials.

Looking ahead, the development of controlled synthesis
techniques and device integration strategies will be essential
to fully harness the potential of 2D fullerene networks, while
future theoretical studies will prove invaluable in complement-
ing, guiding, and driving the experimental work to address
potential challenges in practical applications of monolayer
fullerene networks, such as structural stability under varied
operational conditions (light, moisture, and temperature) for
long-term performance, scalable synthesis of defect-free mono-
layers over large areas, and surface functionalisation control for
tuning band alignment and catalytic activity. Opportunities
also lie in engineering moiré superlattices, heterostructures,
and strain-tuneable systems for emergent quantum phenom-
ena such as ferroelectricity and superconductivity. The intrinsic
structural resilience as atom-like, stable building units, com-
bined with the richness of their chemical degrees of freedom,
positions monolayer fullerene networks as a platform to realise
next-generation materials and devices for a wide range of
applications at the nanoscale.
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