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"Broken-hearted” carbon bowl via electron shuttle
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Unprecedented one-step C=C bond cleavage leading to opening of the buckybowl (-bowl), that could
provide access to carbon-rich structures with previously inaccessible topologies, is reported; highlighting
the possibility to implement drastically different synthetic routes to -bowls in contrast to conventional
ones applied for polycyclic aromatic hydrocarbons. Through theoretical modeling, we evaluated the
mechanistic pathways feasible for m-bowl planarization and factors that could affect such
a transformation including strain and released energies. Through employment of Marcus theory, optical
spectroscopy, and crystallographic analysis, we estimated the possibility of charge transfer and electron
“open” 7,7,8,8-
tetracyanoquinodimethane. Alternative to a one-pot solid-state corannulene “unzipping” route, we

coupling between corannulene and a strong electron acceptor such as

Received 9th December 2020
Accepted 30th March 2021
reported a nine-step solution-based approach for preparation of novel planar “open” corannulene-based

DOI: 10.1038/d0sc06755€ derivatives in which electronic structures and photophysical profiles were estimated through the
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Introduction

1-5

Unzipping nanotubes, nanosheets,®’

buckyballs,*** or
annulenes™™° is driven by the renewed interest in fundamental
understanding and practical access to novel structural trans-
formations,"”** leading to materials with unique optical and
electronic profiles. For instance, cutting and unravelling of
nanotubes resulted in nanoribbons having electronic properties
that can be varied as a function of their width, and therefore,
applied in a variety of electronic devices including field-effect
transistors, light-emitting diodes, and transparent conductive
electrodes."* In addition, hydrogenation of graphene nano-
ribbons led to enhanced photoluminescent properties that
could pave the way for the development of optically active gra-
phene nanoribbon-based devices.”® However, promotion of
selective C=C bond cleavage in graphitic materials is chal-
lenging,*** and although there have been examples of struc-
tural changes due to periphery modifications of buckybowls (-

Department of Chemistry and Biochemistry, University of South Carolina, Columbia,
South Carolina 29208, USA. E-mail: shustova@sc.edu

1 Electronic supplementary information (ESI) available: Experimental details,
spectroscopic data, computational details, and crystallographic data. CCDC
1874124 (1), 1874126 (Cy6Hyo-C12H4N,), 1874125 (1,6,7-trimethylfluoranthene),
1874127 (7-ethyl-1,6,10-trimethylfluoranthene), and 1875444 (5-methylbenzo[ghi]
fluoranthene). For ESI and crystallographic data in CIF or other electronic
format see DOI: 10.1039/d0sc06755e

1 These authors contributed equally.
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energies and isosurfaces of the frontier natural transition orbitals.

bowls),>** ring expansion,” or opening of the strained -
bowl,***° these accounts are overall very limited. Pursuing the
route of C-C bond activation in curved m-bowl-containing
systems is advantageous as this could lead to addressing chal-
lenges such as selective sphere opening for preparation of
endohedral fullerenes, shortening carbon nanotubes (CNTs),
guest integration within the CNT body, as well as access to
a class of materials that has not been prepared through “wet-
chemistry, conventional” routes. One strategy to facilitate C-C
bond activation is to employ, for instance, strain energy as
a variable, release of which could energetically promote such
transformations.** Indeed, as presented in this report, release of
strain energy can be the driving force for planarization of the
naturally curved buckybowl surface (e.g., C5oH;0, corannulene),
since there is no direct route to cleave a C=C bond, except
through uncontrollable flash vacuum pyrolysis***”?° or addition
of a directing group (and a catalyst).**

Although there are numerous reports of catalytic hydro-
cracking of planar polycyclic aromatic hydrocarbons (PAHs) i.e.,
increasing the ratio of hydrogen-to-carbon,**-¢ there are very
few accounts on C-C bond cleavage following the hydrogena-
tion step.*” The literature precedent for C-C bond scission
primarily relies on the assistance of transition metal catalysts,
high hydrogen pressure, elevated temperatures, or a combina-
tion of all three parameters.**** Therefore, unexpected C-C
bond cleavage (discovered from photophysical studies of
alignment of electron donor (corannulene) and acceptor

© 2021 The Author(s). Published by the Royal Society of Chemistry
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(7,7,8,8-tetracyanoquinodimethane, TCNQ) in the solid state)
reported herein led us to probe mechanistic pathways to
determine the feasibility for m-bowl planarization and factors
that could affect such a transformation including strain energy
(Es) and released energy (E', Scheme 1, see more details in the
ESIt). The electron coupling and charge transfer (CT) rates
between “open” corannulene (or parent corannulene) and
TCNQ were evaluated by applying Marcus theory. In addition to
the solid-state reaction, we also offer more “conventional”
solution-based nine-step synthetic routes for the preparation of
novel “open” corannulene analogs. In the reported findings, we
also discuss the electronic structure and photophysical profiles
of the synthesized “open” analogs through estimation of their
energies and isosurfaces of the frontier highest occupied and
lowest unoccupied natural transition orbitals (HONTO and
LUNTO).

Results and discussion

The reductive C=C bond cleavage and consecutive corannulene
planarization to form 5,6-dimethyl-benzo[ghi]fluoranthene
(planar corannulene analog (P-CyoH14), Scheme 1) was achieved
through a one-pot solid-state reaction, in which corannulene
(15 mg, 0.060 mmol), TCNQ (an electron shuttle; 14 mg, 0.068
mmol), and zinc powder (a reducing agent; 50 mg, 0.76 mmol)
were ground together (further experimental details can be
found in the ESIt). After that, the reaction mixture was placed in
a glass tube, a drop of hydrochloric acid (proton source) was
added, and the glass tube was flame-sealed under dynamic
vacuum (4 x 10> mbar). Heating the reaction mixture at 200 °C
for six days resulted in the formation of dark brown needle-
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Scheme 1 (Top) A schematic representation of t-bowl (corannulene)

opening through a solid-state route. Single-crystal X-ray structure of
(left) corannulene and X-ray structure of (right) 5,6-dimethyl-benzo
[ghilfluoranthene (P-CyoHi4) ("open” corannulene). (Bottom) Strain
energy (Es, purple) and released energy (£, red) as a function of PAH:
(left to right) phenanthrene, anthracene, pyrene, coronene, and
corannulene.

© 2021 The Author(s). Published by the Royal Society of Chemistry
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shaped crystals suitable for single-crystal X-ray diffraction
analysis (Scheme 1). As shown in Scheme 1, such treatment
resulted in planarization of the corannulene bowl through
partial hydrogenation and formation of P-C,,H;,. X-ray crys-
tallographic studies of (C,oHjg)-(P-C30H14)-(TCNQ) (1) co-
crystals revealed that the packing consists of alternating
columns of TCNQ and P-C,,H;, along the c-axis direction
(Fig. S1 and S27). Furthermore, neither mass spectrometry nor
spectroscopic studies identified the presence of any other
partially hydrogenated products (Fig. S1-S37).

To gain insight into a plausible mechanism of such m-bowl
opening during the one-pot solid-state synthesis (Scheme 1), we
initially tested the hypothesis of whether all components of the
reaction mixture were essential to perform the solid-state C=C
bond cleavage. Our results illustrated that the absence of one of
the components of the reaction mixture resulted in either no
transformation or formation of (corannulene),-(TCNQ) co-
crystals, previously reported in the literature (CCDC
1037414)* and also detected in our studies (Fig. S4f). Utiliza-
tion of a different redox mediator rather than TCNQ (e.g.,
methyl viologen) did not lead to corannulene opening despite
previous reports in which TCNQ and methyl viologen have both
been used as electron shuttles in various biological applica-
tions.*** Variation of synthetic conditions, for instance,
replacement of the zinc powder with sodium dithionite® as
a reducing agent did not lead to hydrogenated products (see
ESIT for more details).

Utilization of more conventional solution-based routes
through heating the same reagents (C,oH;o/TCNQ/Zn/HCI) in
a series of organic solvents was also attempted. We varied the
reaction media starting with the solvents possessing low boiling
points (e.g., dichloromethane or methanol), transitioning to
dichloromethane/water or methanol/water mixtures, and finally
attempting heating in the higher boiling glycerol (b.p. = 290 °C)
or ethylene glycol (b.p. = 197 °C) to more closely match the
reaction temperature (200 °C) of the solid-state synthesis. In all
reactions, no evidence of P-C,,H, 4 was detected according to the
'H nuclear magnetic resonance (NMR) spectroscopic or mass
spectrometry analysis. Notably, the reported hydrogenation
reactions of corannulene typically occurred under relatively
harsh conditions (e.g., electron bombardment, alkyllithium
reagents, or alkali metals), and even despite them, reactions
typically led to hydrogenation of one or two rim C=C bonds
without carbon-carbon bond cleavage.*~*” Since the developed
conditions (C,oH;o/TCNQ/Zn/HCl) required the presence of
zinc, we also probed the Clemmensen reduction that uses zinc
amalgam and concentrated hydrochloric acid.”® Mass spec-
trometry and "H NMR spectroscopy studies of reaction products
detected the presence of only pristine corannulene and did not
detect any traces of corannulene hydrogenation. As a logical
progression, we surveyed an electrochemical method suitable
for arene reductive transformations,* but proved unsuccessful.
Finally, attempts to electrochemically cleave the C=C bond by
bulk electrolysis were performed in anhydrous N,N-dime-
thylformamide or acetonitrile for up to two days, but were also
not successful. In line with these studies, we probed the reac-
tion conditions previously utilized for the ring-opening of other

Chem. Sci., 2021, 12, 6600-6606 | 6601
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nonplanar structures such as o-carborane.®*** For that, we used
a triosmium carbonyl complex, Os;(CO);o(NCMe),; however, no
ring-opening of corannulene was observed, while successful o-
carborane opening occurred at 150 °C in a nonane reflux.*

Further experimental investigations were pursued to rule out
aromaticity stabilization as a main factor by performing reac-
tions with significantly less strained PAHs including pyrene
(0.0 k] mol')** or phenanthrene (0.0 k] mol~")*® under experi-
mental conditions similar to those used for the reaction with
highly-strained corannulene (101 kJ mol~";* see ESI} for more
details). As a result, no bond cleavage was detected in any of
these systems, and formation of only PAH-TCNQ complexes
was observed (e.g., phenanthrene - TCNQ complex (similar to the
structure reported in the literature®) or pyrene - TCNQ complex,
Fig. S17; see more details in the ESIt). Thus, this experimental
evidence suggests that one of the driving forces for the observed
solid-state reaction could potentially be a release of energy
through buckybowl planarization (Fig. 2a). To prove this
hypothesis, we estimated released energy, E/, for PAHs and
carbon m-bowls as shown in Scheme 1. For instance, E' for
corannulene was calculated to be 202.0 k] mol ' (Fig. S9,
B3LYP/6-31+G*, see the ESI for more detailst). In contrast, E’
calculated for the PAHs in Scheme 1 was found to be less than
135.7 k] mol ™" (Table S31). Therefore, corannulene opening is
much more energetically favorable in comparison with the
PAHs shown in Scheme 1. A similar statement is also valid for
a family of extended m-bowls for which the estimated E' was
even higher than that of corannulene (Scheme S3+).

The estimated enthalpy of the reaction (eqn (1)),

CyoHjp + 2H, = CyoH 4 (1)

was found to be —179.5 kJ mol " (—239 and 59.5 kJ mol " for
only the electronic and the ZPE-corrected electronic energies,
respectively, using density functional theory (DFT, Table S2, see
the ESI for more detailst)). Thus, a combination of two

View Article Online
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parameters, strain energy (E;) and released energy (E'), high-
lights the unique nature of buckybowls in comparison with the
considered PAHs (Scheme 1).

As a next step, we took a closer look at a possible mechanism
for m-bowl hydrogenation and C-C bond cleavage. On the basis
of our theoretical calculations, experimental results, and liter-
ature reports, we hypothesized that the transformation of
C,0H1o to P-C,oH,4 occurs in a series of reactions that is first
initiated by a sequence of electron and proton transfers in
which hydrochloric acid acts as the proton source (Fig. 1).
Moreover, probing the strength of the C-C bond revealed
a significantly weaker bond (115 k] mol " for C,oH;, and
9 kJ mol™* for CyHy, , Fig. 1) than a typical C-C bond in
RCH,-CH,R systems, allowing for bond cleavage to occur.*>*¢
For instance, if R is a substituent on a pyrene or coronene core
then the electronic energy of the C-C bond would be approxi-
mately 350 k] mol " (Fig. S141) and 302 kJ mol ', respectively
(Fig. S157).

Comprehensive analysis of photophysical data for the ob-
tained crystals of 1 revealed properties that are uncharacteristic
of the individual components ie., corannulene and TCNQ
themselves. Based on photoluminescence and epifluorescence
microscopy studies, the obtained crystals of 1 exhibited red
emission (Anax = 705 nm, Ax = 365 nm) in contrast to their
constituents (Anax (TCNQ crystal) = undetectable emission and
Amax (corannulene crystal) = 490 nm, A, = 365 nm, Fig. S57).
Furthermore, in contrast to diffuse reflectance (DR) profiles of
pristine corannulene and TCNQ (Fig. S61), the appearance of
a new red-shifted band (550 nm) in the DR profile of 1 was
detected. Based on our theoretical calculations using time-
dependent density functional theory (TDDFT), the new band
(550 nm) is characteristic of CT complex formation (see the ESI
for more detailst) that is in line with a previous report on PAHs
and TCNQ co-crystals.** In particular, according to our studies
using the B3LYP-D3/6-311+G** level of theory (Fig. 2b), both

115 kJ/mol u

H,Ce <CH,

CaoH1o
intermediate CyoHy2
bowl depth, A 0.811
d(Cim—Crim)maxs A 1.587
Ec_c, kd/mol 115
E', kJ/mol 163

u 9 kJ/mol

H,Ce OCH,

Fig. 1 Mechanistic pathway to transform corannulene to P-CyoH14. Calculations based on B3LYP/6-31+G* level of theory.
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a) a solid-state route

W
&5

m-bowl unzipping
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Zn/TCNQ
H*, 200 °C

HOMO-2  TCNQ/P-C,Hq (1) LUMO
c)
1.0 .
. i electron coupling:
*g,o.s— g V,.=0.1405 eV
g 0.61 " ,' || V.=0.0011 eV
%) ” \‘ 1 1
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Fig. 2 (a) (Left) Developed route for the preparation of P-CyoHq4 and

(right) a part of the single-crystal X-ray structure of 1 showing an
alternating column of TCNQ and P-CygH14. (b) Molecular orbitals of
TCNQ/P-CyH14 in 1: HOMO-2 and LUMO, related to electron exci-
tation (transition) from P-CyoHi4 to TCNQ, respectively. (c) Optical
transition strength for TCNQ/P-C,oH14 (blue) and TCNQ/C,oH1g (gray)
calculated using TDDFT/RPA based on the B3LYP-D3/6-311+G** level
of theory.

a bathochromic shift and new band appearance could be
attributed to CT®**®” between the HOMO-2 and LUMO of
a TCNQ/P-C,oH,,4 “stack” (Fig. 2¢). To further shed light on the
experimental changes of the emission profile, we examined
optical excitations of isolated corannulene, P-C,,H,4, TCNQ,
and the relevant dimers through the TDDFT calculations based
on the B3LYP-D3/6-311+G** method. The considered TCNQ/P-
C,oHy4 “stack” is the only species with excitation energies of
appreciable strength around 690 nm (1.8 eV; Fig. S71), which is
in agreement with the experimentally observed red emission at
Amax = 705 nm (Fig. S51). The lowest excitations for TCNQ, -
bowl, and P-C,,H, are 413, 288, and 344 nm (3.0, 4.3, and 3.6
eV), respectively (Fig. S71).

To further probe the idea that CT is more effective in an
exclusively planar TCNQ/P-C,H;, “stack” rather than in
a TCNQ/C,0H;, “stack”, that encounters steric hindrance from
the curved surface of the t-bowl,* we employed Marcus theory®®
to compare the electron coupling (that is proportional to CT
rate) between TCNQ/C,oH;, and TCNQ/P-C,oH,4 using eqn (2):

k= 27c/h-|Vc|2/J(4kaT) exp< - %) ~ Vel (2)

© 2021 The Author(s). Published by the Royal Society of Chemistry
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where k = charge transfer rate, V. = electron coupling, A =
reorganization energy of the system, and AG® = energy differ-
ence between the initial and final states (see the ESI for more
detailst). According to the Marcus theory model, TCNQ/P-
C,oH14 could result in ca. 128-fold increase in electron coupling
compared to TCNQ/C,oH;, (Fig. S8 and Table S5, see the ESI for
more detailst). Since electron coupling is related to the electron
transfer rate, we can surmise that there is likely an increased
electron transfer rate as well.® The charge on the TCNQ mole-
cule was evaluated by applying the Kistenmacher relationship
(i.e., correlation between TCNQ intramolecular bond distances
and charge on TCNQ)® using the crystallographic data of 1 and
(corannulene),-TCNQ co-crystals.* In the case of 1, the charge
on TCNQ was estimated to be —0.84 and for (corannulene),-
“TCNQ co-crystals was found to be —0.20, suggesting more
effective CT can occur in 1 between “open” corannulene (P-
C,oH,4) and TCNQ. We calculated electronic transitions corre-
sponding to the ground state, first and second excited singlet
states of P-Cy,Hy, in THF (Fig. 3 and S291). Delocalization of
excited energy levels in P-C,,H4 was slightly enhanced, leading
to optical transitions of the first and second excited states with
values of 399 and 409 nm, respectively (Fig. S297).

As an alternative scalable approach to access a family of
“open” corannulene-containing derivatives, we report a solu-
tion-phase route (see ESIt).”” Despite a number of required
steps (Schemes S1 and S2%), in comparison with the one-step
solid-state synthesis, the “solution” approach has some
advantages since it does not rely on selection of the specific

P'CZOHM
1.0 -
>
[
5 0.8 5™
= @
< c
£ 06- 56
[72]
g
E 0.4
[
0.2
T T T
400 600 800
Nnm
Fig. 3 (Top left) Single-crystal X-ray structure of P-CyoH14. (Bottom

left) Optical transition strengths computed at the ground state optimal
geometry for P-C,oH14 in THF (blue) and at the second excited singlet
state optimal geometry for P-CyoH14 in THF (red). (Right) Energies and
isosurfaces of the HONTO and LUNTO of P-C,gH14 in the ground and
the second singlet excited states. Sg and S, are the ground and excited
states for P-C,oH14 of the ground state. Sq and S,’ are the ground and
excited state intermediates for the minimum energy geometry of the
second excited singlet state. The black solid and wavy arrows indicate
absorption (So — S,) or emission (S,) — Sg’) and vibrational relaxation
(S, = Syl and SyY — S,), respectively. The theory level is TDDFT/RPA
based on the B3LYP-D3/6-31+G* method.
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substrate/electron shuttle/reducing agent system and also
provides a scalable route for the synthesis of a library of new
planar corannulene-type analogs. The synthetic details for

a)
X
1.0 2
>
[&)
% 0.8 § -4
Q
S 06- & -6
[72]
g
5 0.4+
e
0.2 1
T T
350 550
b)
X'
1.0 2
>
[
< 0.8 Z 4
2 @
c c
£ 06 LA
"
[}
=
T 04+
o
0.2
T T I
350 550 750
NMnm
Fig. 4 (a) (Top left) Single-crystal X-ray structure of X. (Bottom left)

Optical transition strengths computed at the ground state optimal
geometry for X in THF (blue) and at the second singlet excited state
optimal geometry for Xin THF (red). (Right) Energies and isosurfaces of
the HONTO and LUNTO of X in the ground and the second singlet
excited states. Sg and S; are the ground and excited states for X of the
ground state. Sg and S’ are the ground and excited state intermediates
for the minimum energy geometry of the second excited singlet state.
The black solid and wavy arrows indicate absorption (S — S;) or
emission (S’ — Sg’) and vibrational relaxation (S, — Sy’ and S,' — S5),
respectively. The theory level is TDDFT/RPA based on the B3LYP-D3/
6-31+G* method. (b) (Top left) Geometrically optimized structure of X’
based on B3LYP-D3/6-31+G* level of theory. (Bottom left) Optical
transition strengths computed at the ground state optimal geometry
for X' in THF (blue) and at the second singlet excited state optimal
geometry for X' in THF (red). (Right) Energies and isosurfaces of
HONTO and LUNTO of X' in the ground and the second singlet excited
states. Sp and S, are the ground and excited states for X’ of the ground
state. So' and S, are the ground and excited state intermediates for the
minimum energy geometry of the second excited singlet state. The
black solid and wavy arrows indicate absorption (Sg — S;) or emission
S,/ — So') and vibrational relaxation (S, — Sy and S, — S,),
respectively. The theory level is TDDFT/RPA based on the B3LYP-D3/
6-314+G* method.
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preparation of 5-methylbenzo[ghi]fluoranthene (CioHys, X,
Fig. 4a) and 5-ethyl-6-methylbenzo[ghi]fluoranthene (C,,H;6, X/,
Fig. 4b), using this approach, are provided in ESI.} Sublimation
of X (Scheme S17) allowed for the formation of single crystals of
X suitable for X-ray diffraction (Fig. S24t). The structure of X'
was confirmed using 'H and *C NMR spectroscopy and mass
spectrometry (Fig. S217). As in the case of solid-state “open” P-
CyoHy4, both X and X' structures possess a planar geometry
(Fig. S24 and S251). The emission studies of the prepared X and
X' compounds revealed a red-shifted emission (A = 548 nm
and 573 nm, ., = 365 nm, respectively, Fig. S261) in contrast to
pristine corannulene (A2 = 490 nm, A, = 365 nm, Fig. S57).
The emission maxima of X and X in THF was found to be
479 nm and 502 nm, respectively, (Aex = 365 nm) and is hyp-
sochromically shifted compared to the solid-state 548 and 573
nm-centered emission, respectively (Ax = 365 nm, Fig. 4a, b,
S27, and S28t1). In a similar vein to TDDFT calculations of P-
C,0H14, we determined the optical transitions corresponding to
the ground state, first and second excited singlet states of X and
X' (Fig. S27 and S287t). While the electronic transition of the first
excited singlet state for both X and X' did not differ from the
optical transitions corresponding to the ground state (351 nm
for X and 361 nm for X'), optical transitions for the second
excited singlet states were determined to be 395 nm and 412 nm
for X and X/, respectively. Electronic transitions corresponding
to the second excited singlet state can be associated with the
emission profiles that are similar to the experimental data (see
the ESI for more details).

Conclusions

To summarize, we report the first example of a unique one-step
C=C bond cleavage in the traditionally very robust m-bowl
occurring via an electron shuttle reaction. Such ring opening is
unprecedented in the literature and has not been observed for
pristine 7t-bowls (e.g., corannulene) to date (with the exception
of uncontrollable brute force vacuum pyrolysis®*). PAH hydro-
genation has been previously observed under harsh experi-
mental conditions (e.g., high hydrogen pressure or extreme
temperatures above 1000 °C),**** therefore the formation of P-
C,0H14 in a one-pot synthesis under relatively mild conditions is
an unexpected and remarkable result. Through employment of
Marcus theory, optical spectroscopy, and crystallographic
analysis, we estimated the electron coupling between “open”
corannulene and a strong electron acceptor, TCNQ. A solution-
phase route was employed for preparation of two novel “open”
corannulene-based derivatives with the corresponding spec-
troscopic analysis of their properties experimentally and theo-
retically. Furthermore, through a combination of theoretical
modeling with experimental results, mechanistic studies were
undertaken to shed light on possible factors (such as strain
energy) that could act as a driving force for the observed m-bowl
opening. Our studies highlight the possibility to implement
novel synthetic routes for m-bowl transformations, that are
drastically different from the conventional approaches toward
derivatization of traditional PAHs. Thus, the presented solid-
state, solution, and theoretical methodology are the first steps

© 2021 The Author(s). Published by the Royal Society of Chemistry
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toward understanding possible avenues to prepare barely
accessible structures by “unlocking” the corannulene core and
application of the latter for molecular electronic development.
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