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Fully-fused boron-doped olympicenes: modular
synthesis, tunable optoelectronic properties, and
one-electron reductiont

Jing Guo,? Kaihua Zhang,t®® Yanpei Wang,®® Haipeng Wei, ©2° Wang Xiao,®
Kun Yang*®® and Zebing Zeng © *2°

We report here a novel family of boraolympicenes, structurally featuring boron-doping at the concave 11a-
position of their t-skeletons and synthetically prepared via a facile one-pot triply borylation-based double-
fold borocyclization reaction. Despite having no bulky protecting groups, these boraolympicenes exhibit
excellent chemical stability against air and moisture, ascribed to the significant w-electron delocalization
over the vacant p, orbitals of boron atoms as evidenced by both single-crystallographic and theoretical
analyses. More importantly, the modular synthesis of these boraolympicenes allows the fine-tuning of
their physicochemical properties, endowing them with intriguing electronic features, such as intense
visible-to-NIR absorption and low-lying LUMO energy levels (~—3.8 eV) as well as tunable molecular
stacking characteristics in the crystalline state. As a model compound, a radical-anion salt of 6-phenyl-
11a-boraolympicene was further generated through chemical reduction and well characterized by UV-
vis-NIR absorption, ESR, and IR spectroscopy. This radical anion salt is sensitive to air and moisture but
shows persistent stability under inert conditions benefiting from its stable borataalkene-containing

rsc.li/chemical-science resonant form.

Introduction

Polycyclic aromatic hydrocarbons (PAHs) have captivated
chemists for decades with their intriguing physicochemical
properties and promising applications in organic (opto)elec-
tronics and spintronics." In designing new PAH systems,
heteroatom doping has proved to be a versatile strategy to
enrich the structure diversity and tune the key properties, e.g.,
redox behaviors, charge transport characteristics, and self-
assembly profiles.> Specifically, the incorporation of three-
coordinate boron atoms is particularly robust for devising
novel PAHs with unique features such as low-lying lowest
unoccupied molecular orbital (LUMO) energy levels, intensified
luminescence, strong Lewis acidity, etc, by virtue of its vacant p,
orbital.? Therefore, a large number of B-doped PAHs with varied
B-doping patterns and satisfactory ambient stability have been
developed to date, yielding promising performances in metal-
free catalysis,” electron transporting materials,® and light-
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emitting materials.® Among the various B-doped PAHs, those
with boron atoms embedded in their inner positions, namely
fully-fused B-PAHs (Fig. 1a), are attracting increasing attention
in light of their high excellent chemical stability as well as
strong m-stacking capability derived from their less crowded
and planar geometries. For instance, by introducing well-
tailored structural constraints, Yamaguchi and co-workers
have reported a series of B-doped PAHs with boron atoms
embedded at the non-edge position of their fully-conjugated
skeletons by dehydrogenative aromatic C-C coupling reac-
tions.” Although lacking bulky protecting groups, these PAHs
not only exhibited much-improved chemical stability against
oxygen and moisture but also showed substantial 7-stacking
capability and robust Lewis acidity to form intriguing Lewis
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Fig. 1 (a) Illustration of fully-fused B-doping and potential unique
properties. (b) Skeletal structures of carbon-based olympicenes. (c)
Full-zigzag edged and fully-fused B-doped 1la-boraolympicene re-
ported in this work.
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acid-base adducts. Wagner,® Hatakeyama,® and Ingleson'® also
developed diverse fully-fused B-doped PAHs based on different
sophisticated synthetic strategies. However, despite these
encouraging advances, currently the material library of
ambient-stable and protection-free fully-fused B-PAHs is still
limited, mainly owing to the severe lack of facile and modular
synthetic methodologies.

With their skeletons closely resembling the famous Olympic
rings, olympicene and its full-conjugated counterparts, such as
the olympicenyl radical and cation (Fig. 1b), have attracted
much attention from researchers since the 1960s as a class of
odd-alternant hydrocarbons possessing unique non-bonding
molecular orbitals and potential applications in the expand-
ing field of organic semiconductors.'* Meanwhile, many efforts
have been devoted to exploring their preparation and physico-
chemical properties by means of either experimental investi-
gation or theoretical calculations. It is until recently that the
pure olympicenyl radicals were first isolated in the crystalline
state, showing m-dimeric structures assembled by multicenter
pancake bonds.*” Nevertheless, owing to their open-shell elec-
tronic structure-associated high reactivity, those olymeicenyl
radicals need to attach bulky protecting groups but are still
slowly decomposed when dissolved in solution, thus severely
hampering their further applications. In this regard, we envis-
aged that the skeletal doping with electron-withdrawing boron
atoms into the fully-fused positions of the electron-rich olym-
picenyl frameworks would allow access to benchtop-stable iso-
steres of the highly reactive carbonaceous olympicenyl
derivatives which are extremely appealing as potential opto-
electronic, conducting, and magnetic materials. In addition, the
inherent electron-deficient nature of incorporated boron atoms
might further endow these boraolympicenyl derivatives with
extra fascinating electronic properties/functions like electron-
accepting and/or transporting characteristics, high Lewis
acidity to form labile adducts with charge-neutral Lewis bases,
and so on.”*° However, as mentioned above, due to the lack of
efficient synthetic methodologies, to the best of our knowledge,
to date the preparation of such boraolympicenyl derivatives
with fully-fused boron atoms is still remaining unexplored, not
to speak of the illustration and modulation of boron-
substitution effect on the physicochemical and molecular
packing properties of these novel graphenoid PAHs.

Herein, by devising an efficient one-pot triply borylation-
enabled double-fold borocyclization strategy, we report a class
of novel boron-doped olympicenyl derivatives, namely 11a-
boraolympicenes (Fig. 1c), as a type of new fully-fused B-PAH.
These new boraolympicenes possess several beneficial features:
(1) their synthesis is facile (starting from the commercial
available anthracene-1,8-diyl bis(OTf), more details in the ESI})
and highly modular as it allows broad structural modulations at
multiple positions (such as 2, 6, and 11-positions) of the
olympicenyl m-frameworks; (2) despite having no protecting
groups on their highly Lewis acidic boron atoms, excellent
chemical stability against oxygen, moisture, and heat was still
observed for these compounds, thus allowing the further post-
functionalization on the basis of their bromo-functionalities
to yield homologues with more complex structures and
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extended m-systems; (3) benefitting from such great structural
diversity, these boraolympicenes also exhibited various
intriguing electronic features, such as intense visible-to-NIR
absorption, low-lying LUMO energy levels (~—3.8 V), as well
as significantly varied molecular packing behaviors in the
crystalline state that completely differ from their carbonaceous
olympicenyl radicals;** (4) persistently stable radical anions can
be prepared via controlled chemical reduction, thus providing
an ideal platform for investigating the boron-doping and
electron-withdrawing effect on the electronic structures of these
fully zigzag-edged PAHs.

Results and discussion

Electrophilic borylation of well-designed alkyne-incorporated
arenes with BX; (X = Cl or Br) as boron sources, followed by
an intramolecular Friedel-Crafts cyclization, has been widely
adopted for constructing boracycles and boron-doped PAHs.>**
While two new C-B bonds are formed upon the ring-closure
process in this approach, the remaining B-X bond on the
newly formed boracycle typically requires extra post-protection
modifications with bulky substituents due to its instability
toward moisture. To this end, we rationalized that the further
utilization of the remaining dangling B-X bond for a successive
electrophilic borylation/intramolecular Friedel-Crafts cycliza-
tion would not only avoid the formation of liable dangling B-X
bonds which need further conversion to bulky protecting
groups but also result in a double-fold boracycle formation to
yield a fully-fused B-doped PAH by generating three C-B bonds
in a one-pot reaction, as long as an extra alkynyl moiety is
appropriately placed in close proximity. To our delight, by
adopting an anthracene substrate bearing two alkynyl moieties
closely positioned on its 1- and 8-sites, we found that bor-
aolympicene BO-1, namely 2,11-dibromo-1,10-diphenyl-11a-
boraolympicene, which features a  boron-embedded
olympicene-like m-backbone, was successfully generated upon
a triply borylation process with a moderate yield of 45%
(Scheme 1).

With the aim to broaden the scope and further prove the
inherent modularity of this triply borylated double-fold cycli-
zation strategy, we next targeted structural derivatization at the
anthracene moiety. We prepared new substrates AN-2/3, deco-
rated with functional groups of phenyl ring or aromatic amine
(AA: N,N-bis(4-(tert-butyl)phenyl)amine) at the 10-position of the

Ph Ph R' Ph
I f LS R!
3—»
969 ) 900
R ‘Bu
AN-1:R=H s Q BO-1: R=H, 45% BO-Bu: R'= n-butyl, (86%)

anz R=Ph M | B0 R = Ph 629%
AN-3:R = AA =l BO-3:R=AA 67%

BO-Ph: R'!=Ph, (85%)
BO-Th: R = thienyl, (88%)

Scheme 1l Synthetic routes toward 11a-boraolympicenes. Conditions:
(i) BBr3, toluene, reflux; (i) tetrabutyltin or tributylphenylstannane or 2-
(tributylstannyllthiophene, Pd(PPhs),4, Cul, toluene, reflux.
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anthryl backbone, respectively. Then, double-fold borolative
ring-cyclization of AN-2/3 was efficiently accomplished to
provide 11a-boraolympicene BO-2 and BO-3 in a yield of 62%
and 67%, respectively. Notably, despite the absence of steric
groups directly attached at the boron atom, the resulting 11a-
boraolympicenes BO-1-3 exhibited excellent stability and
without any decomposition against air, water, and silica gel,
thus allowing the further post-synthetic introduction of addi-
tional functionalities onto the boraolympicene framework to
access more complex B-doped structures based on its aryl
bromide functionalities. For instance, by the palladium-
catalyzed Stille coupling reactions, the dibrominated BO-1 can
be efficiently converted into various alkyl or aryl-attached bor-
aolympicenes BO-Bu/Ph/Th in high yields (85%~88%) (Scheme
1). "H NMR spectroscopy reveals that all the BO-1/Bu/Ph/Th
exhibited low-field proton resonances located at 6 = ~9.2 ppm
which can be assigned to the protons at 6-positions of m-skel-
etons (more details in the ESIt), ascribed to the high electron
deficiency of these resulting boraolympicenes upon B-doping.
Besides, the ''B NMR resonances of these three 11a-
boraolympicenes are centred at 6 = 42.3-45.4 ppm, which was
typical for a m-conjugated boracyclic system.”°

Single crystals of BO-1/2 suitable for X-ray diffraction anal-
ysis were grown by slowly diffusing hexane into their chloro-
form solutions, revealing a nearly planar structure for the
pentacyclic m-skeletons of the 11a-boraolympicenes with
> (£ (c-s-c)) = 360° (Fig. 2a, b and S1}).** Such planar boron-
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doping should favor the conjugation of the vacant p, orbital
of the B atom with its adjacent aromatic segment and
contribute to the high stability of these boraolympicenes
without steric B-protecting groups. For the pendant moieties,
while all the benzene rings of BO-1/2 were perpendicularly
oriented against the boraolympicenyl cores regardless of their
substituting positions, it was found that the presence of phenyl
substitution at the 6-position of boraolympicenes played
a significant role in determining the packing manners of these
compounds. For instance, for the unsubstituted BO-1, while an
infinite cofacial columnar packing mode was formed along the
a-axis direction, the boraolympicene molecules were found to
be cofacially m-stacked in a repeated ABC stacking sequence
(Fig. 2a). Meanwhile, the 7-stacking patterns between adjacent
BO-1 molecules in each repeated ABC assembly varied signifi-
cantly from a head-to-tail cofacial packing for AB and BC bila-
yers to a 55°rotated head-to-head cofacial stacking for CA
bilayers; the packing distances between all the AB/BC/CA bila-
yers are similar and averaged to be ~3.401 A with the shortest
distance to be 3.270 A. These values are in close proximity with
the m-stacking distances as found for the m-dimers of carbo-
naceous olympicenyl radicals (3.25-3.29 A).”* Clearly, such
cofacial molecular alignment resulted from the maximization
of intermolecular -7 overlaps between these unsymmetric
boraolympicenyl molecules, which was also rather different
from the head-to-tail type dimeric stacking mode as observed
for the case of all carbon-based olympicenyl radicals.

l IAverage C-B N

 bond length: 1.545 A

ACID-BO-2

Fig.2 ORTEP drawing of (a) BO-1 and (b) BO-2 with selected bond lengths, and (c) graphic illustration of the electronic structure of BO. ACID
plots of BO-1 and BO-2 (isovalue = 0.02). Thermal ellipsoids are shown at 50% probability; hydrogen atoms are omitted for clarity. Colors: blue,
carbon; red, boron; green, bromine; orange, chlorine (thermal ellipsoids are shown at 50%; hydrogen atoms are omitted for clarity).
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In sharp contrast to the closely m-stacked BO-1 molecules,
strikingly, BO-2 adopted a parallel-displaced tail-to-tail stacking
pattern in a repeated AB sequence that was interrupted by two
equivalents of solvent molecules (CHCl;) and exhibited no
obvious 7-T interactions between neighboring molecules. Only
weak B...C bondings as well as the 7 (boraolypienic)...Cl
(solvent CHCl; molecule) interactions were found to be the
major inter-layer interactions responsible for the parallel-
displaced orientations of BO-2 molecules (Fig. 2b). Therefore,
it seems that the installation of a bulky substituent at the 6-
position of boraolympicene can result in large steric resistance
that hampers the efficient w-staking of those boraolympicenyl
molecules, which might also explain well that our attempts for
growing single crystals of BO-3 ultimately failed as a more bulky
aromatic amine substituent at the 6-position might significantly
interrupt the ordered packing of BO-3 molecules during the
crystallization growth process.

Bond length analysis of BO-1/2 crystals further disclosed
much shorter averaged C-B bond lengths of BO-1 (~1.542 A)
and BO-2 (~1.545 A) compared to that of triarylboranes (such as
1.574-1.589 A for Ph;B),” thus suggesting that vacant p,-
orbitals of B atoms in BO-1/2 have strong p-m conjugation to
their adjacent m-bonds. Notably, bonds a/b in both BO-1 and
BO-2 exhibited typical olefic C=C bond character (1.353-1.368
A), thus furnishing a typical alkene-B-alkene motif in these
molecules (Fig. 2a-c and S21). In addition, two B-embedded six-
membered rings (rings I and II) were revealed to be slightly
antiaromatic in view of their positive nucleus-independent
chemical shift (NICS)* values (ca. NICS(1),,: 1.2/2.1 ppm for
BO-1 and 1.1/2.0 ppm for BO-1). In contrast, rings III/IV/V
exhibit strong aromaticity for both BO-1 and BO-2 (NICS(1),,:
—20.0/—23.2/—21.4 ppm for BO-1 and —19.7/—22.1/—21.0 ppm
for BO-1), resembling an anthracene unit (Fig. 2a and b).
Anisotropy of the induced current density (ACID)"” plots further
confirmed the high aromaticity of the anthracene segment as
evidenced by the clockwise diatropic ring current along their
periphery edges (Fig. 2d and e).

The UV-vis-NIR spectra of the as-prepared boraolympicenes
are presented in Fig. 3a. BO-1 and BO-2 showed similar
absorption spectra with two major absorption bands in the
region of 350-420 nm and 420-600 nm. The lower energy
absorption bands with a respective maximum of 479 nm and
492 nm (e = 0.78 x 10* M ' em " and 1.11 x 10° M~ cm™ %),
together with a corresponding shoulder at 506/561 nm and 517/
565 nm for BO-1 and BO-2, could be assigned to the HOMO-2 —
LUMO and HOMO — LUMO transitions, respectively, accord-
ing to the time-dependent density functional theory (TD-DFT)
calculations at the B3LYP/6-31G(d,p) level (Fig. S3-S81). BO-3
showed similar dual absorption bands in the range of 450-
600 nm, but with an extra red-shifted electronic transition
extending to the near-infrared region (NIR) (Anax = 663 nm, ¢ =
0.58 x 10" M~" em™"), ascribed to the strong intramolecular
charge transfer (ICT) effect between its electron-donating diaryl-
amine moiety and electron-accepting boraolympicenic skel-
eton. No such ICT bands were observed for the 2/11-dialkyl or
-diaryl incorporated BO-Bu/Ph/Th (Fig. S97), in accordance with
the limited conjugation between these perpendicularly
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Fig. 3 (a) UV-vis-NIR absorption spectra of BO-1-3 in DCM (107> M).
Inset: photo image of BO-1-3 in DCM solution. (b) Cyclic voltam-
mogram of BO-1-3 (1.0 mM in DCM) with 0.10 M TBA-PFg as the
supporting electrolyte.

arranged pendant groups with the m-planes of boraolympicene
skeletons. Accordingly, based on their onset absorption wave-
lengths, the optical bandgaps of these boraolypicenes can be
calculated to be 2.03/2.02 eV and 1.45 eV for BO-1/2 and BO-3,
respectively. Furthermore, DFT calculations also revealed that
the LUMOs of this 11a-boraolympicene are well delocalized over
the whole backbone, suggesting a good conjugation of the
boron atoms in the m-system (more details in Fig. S4, S6, and
S8t).

The redox properties of BO-1-3 were characterized by cyclic
voltammetry (CV) measurements that were carried out in
dichloromethane at room temperature. As depicted in Fig. 4a,
all three compounds showed similar reversible reduction waves
with almost identical onsets of the reduction potentials of
—1.01, —1.03, and —1.00 V vs. Fc/Fc¢" for BO-1-3, corresponding
to low-lying LUMO energy levels of —3.79, —3.77, and —3.80 eV,
respectively. BO-3 also displayed two extra reversible oxidation
waves with the onset of the oxidation potentials of 0.39 and
0.59 V, pointing to the high HOMO energy levels of this mole-
cule upon the installation of a strong electron-donating diaryl
amine moiety. The absence of such oxidation behaviors of BO-1
and BO-2 revealed the overall high electron deficiency of these
two compounds upon B-doping. To the best of our knowledge,

Chem. Sci., 2023, 14, 4158-4165 | 4161
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Fig. 4 (a) UV-vis-NIR absorption spectra of BO-2 and (BO-2)~ in
DCM (107> M). Inset: photo image of (BO-2)"" in DCM and DFT
calculated SOMO distribution (UB3LYP/6-31G(d,p)). (b) Observed and
simulated ESR spectra for (BO-2)"" in DCM at 293 K with hyperfine
coupling constants (HFCCs).

the low-lying LUMO energy of these B-doped molecules is
amongst the deepest ones reported for single B-doped PAHs. In
addition, when compared to the other two B-fused bor-
aolympicene analogues having a non-fully-fused boron atom in
their molecular skeletons (5-boraolympicene: —3.14 eV, 6-bor-
aolympicene: —2.74 eV),"® our 1la-boraolympicenes showed
much lower LUMO energy levels, thus suggesting the great
advantages of using the fully-fused B-doping strategy for the
construction of low-lying LUMO materials.

In view of their strong electron-accepting character and
reversible reduction transitions, the radical anions of these
boraolympicenes, which are isoelectronic to the carbonaceous
olympicenyl charge-neutral radicals, are expected to be acces-
sible by means of controlled chemical reduction for providing
valuable insights into the electron disturbing effect of the boron
atom fully-fused in the zigzag-edged PAHs. Therefore, with the
11-position kinetically protected BO-2 as the model compound,
we successfully obtained radical anion (BO-2)" by using
cobaltocene (CoCp,) as the one-electron reducing agent. (BO-2)
"~ was stable without detectable spectral variations for one week
when kept in a glovebox, but extremely sensitive to air and

4162 | Chem. Sci, 2023, 14, 4158-4165
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moisture. Compared to its parent neutral molecule, (BO-2)"~
exhibited two extra low-energy absorptions at Ap.x = 644 nm
and 707 nm, which can be ascribed to the SOMO-associated
electron transitions according to the TD-DFT calculated at the
UPBEPBE/6-31G(d,p) level (Fig. S10%). These two low-energy
absorptions at Apn.c = 644 nm and 707 nm of (BO-2)"~
resemble closely to the absorption bands of the carbon-based
isoelectronic olympicenyl radicals,” thus indicating the
similar electronic structures of both (bora)olympicenyl species.

The X-band electron spin resonance (ESR) spectrum of (BO-
2)’” in DCM solution was then recorded, which afforded a well-
resolved multiline curve with hyperfine splitting and a g-tensor
(g.) determined to be 2.0042 (Fig. 4b), pointing to the formation
of open-shell species. The g, value is larger than those of the
localized carbonic radical (~2.002),> but slightly smaller than
those of the localized boron radical (~2.005),** possibly arising
from the delocalization of the unpaired electron in the conju-
gated system. Due to the asymmetric molecular architecture
originating from the irregular pattern of substituents, the
spectral simulation afforded six sets of protons together with
one boron atom hyperfine coupling constants (HFCCs, Fig. 4b),
suggesting that both protons and boron atoms have contributed
to the splitting of the ESR curve. Specifically, H,/H3/H,/Hg have
relatively larger HFCC values (0.539 mT for H;, 0.553 mT for Hj,
0.538 mT for Hy, and 0.519 mT for He) than H,/Hs (—0.166 mT
for H,, —0.161 mT for Hs). The observed HFCCs of (BO-2) ™ also
correlated well with its calculated Mulliken spin density (MSD)
distributions (Fig. 5a), which showed that B/C1/C3/C4/C6 have
relatively large MSD values compared to that of C2/C5. MSD
calculations also disclosed a well-delocalized spin over the
whole B-doped m-framework, in which the 6-position has the
largest MSD value of 0.38, similar to the carbonaceous olym-
picenyl radicals. In addition, by comparing the relative portions
of the MSD value at the B-doped 11a-position to that at the 6-
positions between the reduced boraolympicene (BO-2)'~ (0.15/
0.38) and its carbon-based isoelectronic counterpart (0.13/
0.44), it can be found that relatively higher spin densities
were located at the 11a-position of (BO-2)'~ when compared to
the carbonaceous olympicenyl radicals, which should be
ascribed to the high electron-withdrawing nature of the B atom
and the strong p-m conjugation in the B-doped compounds. The
high spin density of the 11a-position in (BO-2)"~ can also be
reflected by electrostatic surface potentials (ESP, Fig. 5b), which
clearly showed a more negative charge distribution of the B
atom when compared to other sites in the 7-skeleton.

To gain more insight into the effect of reduction on the
electronic structure evolution upon reduction, NICS values of
(BO-2)"~ were further calculated (Fig. 5e). The results revealed
that two B-containing six-membered rings (I and II) in (BO-2)"~
turned out to be strongly aromatic compared to its parent
neutral molecule (NICS(1),, = —14.5/—14.4 ppm in (BO-2)"~ vs.
NICS(1),, = +1.1/2.0 ppm in BO-2), suggesting that 7-electrons
were rearranged from a C-B single bond character in the neutral
state to the corresponding borataalkene-like C=B anion
subunit upon the reduction process. In contrast, ring IV
becomes poorly aromatic (NICS(1),, = —5.7 vs. —22.1 ppm) in
(BO-2) " compared with the parent BO-2, due to the large spin

© 2023 The Author(s). Published by the Royal Society of Chemistry
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0.38
Ph
Mulliken spin density

density distribution at the 6-site. Anisotropy of the induced
current density (ACID) of (BO-2)"~ shows a similar clockwise
diatropic ring current compared to carbonous olympicenyl
radicals, which flew along the periphery of the [4]helicene
subunit containing ring I/II/III/V and bypassed the ring IV.
Therefore, given the high spin density at the 6-position as well
as the aromaticity variations within the rings in the B-doped
pentacyclic system, it can be speculated that the major reso-
nant form (RF) of (BO-2) " is best described as the form of RF-B,
with a greater tendency to become aromatic Borabenzene
moieties, rather than aromatic anthracene unit-based RF-A.
To further investigate the bonding character between C and
B atoms in the boron-doped anion radical (BO-2)'~, Fourier
transform infrared (FT-IR) measurements of BO-2 and the in
situ generated (BO-2) " are performed (Fig. S13 and S14t).
While the neutral BO-2 (having three C-B bonds) exhibited an
intense stretching peak at 1021 cm ™" which can be assigned to
the C-B bond stretching, in sharp contrast, this stretching
became very weak and slightly shifted to a higher frequency of
1023 cm ™ for (BO-2)" ", thus revealing the poor contribution of
C-B bond character in the reduced species. This in fact corre-
lated well with NICS results which have shown that the two
borabenzene rings in (BO-2)'~ are more likely aromatic with
significant C=B character. Indeed, (BO-2)'~ does exhibited
a higher stretching frequency and a broad peak appears at
1073 em !, which can be reasonably ascribed to the C=B bond
stretching.®® In addition, the shift from C-B stretching
(1023 em™") to C=B stretching (1073 cm™') was also closely

© 2023 The Author(s). Published by the Royal Society of Chemistry
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1 -0.069

Hybrid resonant form/NICS(1),,

Fig. 5 Computed spin density distribution (a) and ESP map (b) of (BO-2)'". (c) ACID plots of (BO-2)"~ (isovalue = 0.02). (d) Selected MSD
distribution (>0.05) on the molecular backbone (BO-2)'". (e) The hybrid resonant forms of (BO-2)"~ and calculated NICS(1)7 values of the rings.

resembling to the stretching changes as observed in similar
cases as reported in the literature.” To a certain degree, the
stable borataalkene-like C=B anion substructure,* which is an
isoelectronic structure to the C=C motif, together with the
recovered aromaticity of two borabenzene rings upon the
reduction process, increases the molecular stability compared
to the boron radicals. Besides, the IR spectrum of BO-2 showed
an intense stretching frequency at 1719 cm ™', which can be
assigned to the C=C bond stretch. This stretching frequency is
slightly higher than the reported C=C bond stretch
(1600 cm '-1700 cm™ ') probably due to the electron-
withdrawing character of B atoms according to Hook's Law.>**
These findings agree well with the observed alkene-B-alkene
motifs in its single-crystal structures. However, this typical
C=C bond stretching is extremely weak in (BO-2) ", thus
further confirming that the electronic structure evolution from
BO-2 to (BO-2)'~ in which the character of the C=C bond was
significantly weakened along with the recovery of the aroma-
ticity in rings I and II upon the radical anion formation.

Conclusions

In summary, by devising a novel mild one-pot triply borylation
protocol, a class of planar boraolympicenes featuring
boron-doping at their concave 1la-positions were successfully
synthesized. Thanks to the strong p-7 conjugation between the
boron p, orbitals and their m-systems, these
boraolympicenes not only possessed various intriguing electronic
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features, such as intense visible-to-NIR absorption and low-lying
LUMO energy levels (~—3.8 eV), but also showed excellent
chemical stability against air and moisture despite having no bulky
protecting groups, thus allowing further post-modification on the
peripheral substituents to give homologues in high yields. Notably,
depending on the size of their 6-position substituents, those
boraolympicenes also exhibited distinct molecular stacking motifs
from a trimeric m-stacked structure for BO-1 to a dimeric non-7-
stacking structure in their one-dimensional infinite 7-stacking
columns due to the variation of their intermolecular close
contacts, which is completely different from the packing behaviors
of the recently reported carbonaceous olympicenyl radical. Finally,
apart from the neutral derivatives, our approach also provides
access to the radical anion (BO-2)'~, which can be prepared via
one-electron reduction of BO-2 with CoCp, and well-characterized
by UV-vis-NIR absorption, ESR, and IR spectroscopy. The
B-embedded  olympicenyl radical showed reasonable
stability under inert conditions due to the preferable borataalkene-
containing resonant form. We believe that the high stability, low-
lying LUMOs, wide-range absorbance, and regulable close
intermolecular contacts/packing will lead to promising
applications of these novel hetero PAHs in organic electronics.
Further structural modulation of BOs and investigation of their
electron-conducting behaviors are currently in progress.
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