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The chemical reduction of a pyracylene-hexa-peri-hexabenzocoronene-(HBC)-fused nanographene TPP
was investigated with K and Rb metals to reveal its multi-electron acceptor abilities. The in situ reaction of
TPP with the above alkali metals, monitored by UV-vis-NIR and *H NMR spectroscopy, evidenced the
stepwise reduction process. The use of different solvents and secondary ligands enabled isolation of
single crystals of three different reduced states of TPP with 1, 2, and 3 electrons added to its w-system.
This provided a unique set of carbanions with gradually increasing negative charge for in-depth
structural analysis of the outcomes of controlled electron addition to a non-planar and asymmetric
nanographene, using X-ray crystallographic, spectroscopic, and theoretical tools. EPR spectroscopy
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Introduction

Intercalation of polycyclic aromatic hydrocarbons (PAHS) with
alkali metals is becoming increasingly relevant for potential
energy storage applications. In this context, assessment of
electron accepting properties of various PAHs and studies of
their reduced products in the different reduction states have
been reported.>® Among them, trianions are rarely observed,
however, they are particularly intriguing, due to their unique
electronic structures. Trianions usually require higher
symmetry elements, inducing nearly degenerate lowest unoc-
cupied molecular orbitals (LUMOs), thereby stabilizing the
negative charge. Therefore, thus far stable trianions have mostly
been observed for C;-symmetric molecules, such as sumanene,*
truxene,® decacyclene,® or the Dgy-symmetric hexa-peri-
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hexabenzocoronene (HBC).” The triply-reduced products have
also been reported for Cs,-symmetric corannulene and its -
expanded derivative.*® These species often exhibit an open-shell
character accompanied by Jahn-Teller effects.' Consequently,
not many examples of triply-reduced PAHs with lower symmetry
have been observed thus far, which motivates for in-depth
investigations of the symmetry influence.*

Pyracylene, formally a cut-out of the fullerene Cgqo, has
recently gained attention, due to its ability to reversibly accept
two electrons.”” m-expansion of pyracylene has emerged as
a particularly efficient strategy to induce curvature into the
otherwise planar parent scaffold, which furthermore improves
its electron accepting properties.” Until recently, only a few
examples of such m-expanded pyracylenes have been reported.**

In 2022, we reported the first systematic study of pyracylene-
derived scaffolds, investigating the effect of successive -
expansion upon going from uncyclized octaphenyl-substituted
dibenzopyracylene, via the half-cyclized tetraphenyl-
substituted dibenzopyracylene (TPP) to the fully cyclized HBC-
pyracylene hybrid (HPH).*>*® With the continuously increasing
T-expansion, the curvature becomes more pronounced, result-
ing in a twisted boat-shaped conformation of the TPP and HPH
scaffolds. Compared to the fully cyclized HPH, which has two
HBC wings on the central pyracylene core with a largely
increased molecular curvature, the fusion of only one HBC
moiety generates a shallower half boat-shaped conformation
with the depth of 3.25 A (vs. 3.79 A in HPH) on one side of TPP,
whereas the other side with four phenyl substituents, namely
a fragment of hexaphenylbenzene (HPB), remains nearly planar
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Fig. 1 m-expanded pyracylenes as potent electron acceptors:
symmetric HPH can be reduced up to the hexaanion, whereas
lowering of the symmetry in TPP leads to formation of anions up to the
tetraanion.**"

(Fig. 1). Cyclic voltammetry measurements showed that the -
expansion of the parent pyracylene efficiently modulates its
propensity for a reversible electron uptake.

Previously, we explored the stepwise chemical reduction of
HPH with alkali metals using single crystal X-ray diffraction,
spectroscopic and theoretical tools and revealed its very high
reduction limit up to the hexaanion and a unique boat-to-chair
conformational change upon multi-electron addition.'” Herein,

K, DME
20 min, hexanes

[K*(DME)3][C102H1027]-2C6H14
[K-1"]-2C¢Hs4

Rb, 18-crown-6, THF
30 min, hexanes

[{Rb*(18-crown-6)},(CH10,%)]- 2.5 THF
[Rb,-12-]-2.5THF

Rb, cryptand, THF
60 min, hexanes

[Rb*(cryptand)s[C1ooH102*1-7.5THF
[Rby-1"]-7.5THF

Scheme 1 Chemical reduction of 1.
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the stepwise chemical reduction of TPP featuring reduced
symmetry (C;0,H10z, 1, Scheme 1) was investigated with two
Group 1 metals, K and Rb. The isolation of the gradually
reduced products was targeted to reveal the structural and
electronic consequences of adding multiple electrons to a more
flexible nanographene with in-build core asymmetry.

Results and discussion
In situ spectroscopy investigations

To probe the reduction limits, UV-vis-NIR absorption spectros-
copy was used to monitor the stepwise reduction of TPP. The
addition of Rb metal quickly changed the initial pink solution
of neutral TPP to green (monoanion), brown (dianion), purple
(trianion), and violet (tetraanion, Fig. 2a). Further confirmation
of the four-fold reduction came from the in situ NMR spec-
troscopy measurements (Fig. 2b). Interestingly, the "H chemical
shifts of 1~ in the NMR spectra remain largely in the similar
range as the values of neutral 1, except for the two noticeably
shifted protons (highlighted in pink boxes) on the pyracylene
core. In contrast, the chemical shifts of 1*~ move to 3.8-7.2 ppm
from 6.3-9.3 ppm in 1 and 1*~. The changes are especially
pronounced for the protons of the HBC subunit, shifting from
8.8-9.2 ppm in 1 to 3.8-6.2 ppm (highlighted in green boxes) in
1*~. Importantly, the four-electron acquisition was proved by
the "H NMR spectroscopy to be fully reversible upon exposure to
O, (Fig. S5 and S6t).

Single crystal X-ray diffraction analysis

By adjusting reaction conditions (Scheme 1), three different
products with characteristic distinctive colors (Fig. 3) were
prepared (see ESI for more detailst). The controlled reduction
with K metal in anhydrous 1,2-dimethoxyethane (DME),
a strongly coordinating solvent, produced the grass-green
solution of the TPP monoanion after 20 minutes. Slow diffu-
sion of oxygen-/moisture-free hexanes into the reaction filtrate
allowed the isolation of single crystals. The X-ray diffraction
analysis revealed the formation of a solvent separated-ion
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Fig.2 (a) UV-vis-NIR absorption spectra of TPP and its in situ generated anions by Rb metal in THF at 25 °C. (b) *H NMR spectra of TPP and its in
situ generated dianion and tetraanion by Rb metal in THF-dg at 25 °C and —40 °C.
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Fig. 3 UV-vis-NIR absorption spectra of crystals of 1 and its reduced
products dissolved in THF at 25 °C.

product (SSIP) of the monoanion of 1 with the solvated K" ion,
[K'(DME);][1"7] (K-1'~, Fig. 4a), crystallized with interstitial
hexanes as [K-1""]-2C¢H,4. The use of Rb-metal and 18-crown-6
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Fig. 4 Crystal structures of (a) K-1'~, (b) Rb,-1°", and (c) Rbz-1"3",
ball-and-stick model. Hydrogen atoms are omitted for clarity. The
K---O distances range over 2.768(5)-2.818(9) A. The Rb---O and Rb---N
distances in Rbz-1°" are 2.810(11)-2.963(11) A and 3.003(14)-
3.086(14) A, respectively.’®

© 2025 The Author(s). Published by the Royal Society of Chemistry
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allowed the isolation of single crystals of the doubly-reduced
product from the red brown THF solution. Its X-ray diffraction
characterization confirmed the formation of a contact ion
product (CIP), [{Rb'(18-crown-6)},(1>7)]-2.5THF ([Rb-1*"]-
2.5THF, Fig. 4b). In contrast, the addition of [2.2.2]cryptand to
the reaction mixture led to original color changes (Fig. S47)
compared to the use of Rb only (Fig. S1t). Specifically, the
reaction mixture changed from pink to green (monoanion), red
purple (dianion) and ended with brownish green color of the
triply-reduced product (Fig. 3) after 60 minutes. Slow diffusion
of anhydrous hexanes into the reaction filtrate allowed the
isolation of a SSIP with three rubidium counterions,
[Rb*(cryptand)]s[137] (Rbs-13", Fig. 4c), crystallized with
multiple interstitial THF molecules as [Rb;-1'*7]-7.5THF.
Unfortunately, multiple attempts to isolate the tetra-reduced
product of TPP were not successful, as the reactions always
generated precipitates or thin needles, which did not provide
sufficient diffraction for structure solution.

In two products, K-1'~ and Rbs-1">", the alkali metal ions
fully wrapped by DME and [2.2.2]cryptand, respectively, remain
solvent-separated from the corresponding anions. For reduced
products with lower reduction states (—1 and —2), the lack of
direct alkali metal coordination typically generates anions with
higher symmetry." However, the isolation of the “naked” tri-
anions is rare,™ so the influence of the cationic moieties on the
highly reduced trianion core is unclear. In Rb;-1*", the Rb2-
and Rb3-moieties having multiple C-H---v interactions at
different sides (convex vs. concave, Fig. S14t) of the HBC frag-
ment and at the opposite sides of the o, plane (Fig. 1) could add
additional distortion to the carbon backbone.

In contrast, the two Rb*-ions in Rb,-1>" are bound to the
same six-membered ring of the pyracylene core in an n°-
fashion. One Rb" ion nests inside the concave cavity of the core,
while the other one coordinates from the opposite side (Fig. 4b).
Both Rb" ions are capped by 18-crown-6 molecules from the
open end with the distances (2.842(5)-3.078(4) A) comparable to
the previously reported values.”® The intramolecular C-H-- 7
interactions (2.376(5)-2.982(5) A) between the 18-crown-6 ether
and the concave side of the HBC unit force the Rb2 ion moving
towards the HBC surface. This leads to a less symmetrical
coordination pattern with the Rb---C contacts spanning over
a larger range (3.155(2)-3.550(2) A), in comparison to the Rb---C
distances for Rb1 (3.230(2)-3.484(2) A).

In the solid-state structures of both SSIPs, the extended 1D
columns are formed through C-H--- interactions between the
cationic and anionic moieties (Fig. S151). In contrast, in the
solid-state structure of Rb,-1>~, multiple C-H---7v interactions
(2.603(2)-2.875(2) A) between the Rb1-centered cation and the
HBC surface of adjacent 1>~ contribute to the formation of
a tetrahedral subunit consisting of four Rb,-1>~ molecules
(Fig. 5a). In this subunit, four Rb1 cationic moieties are wrap-
ped by the anions as an inner core, and the remaining four Rb2-
based moieties stay at the four corners of the tetrahedron. An
additional C-H:--7 interaction of 2.784(5) A between the 18-
crown-6 on Rb2 and the HBC unit from the adjacent subunit
(along the blue arrows in Fig. 5b) further expands the solid-state
structure into a 3D network (Fig. S16%).

Chem. Sci., 2025, 16, 3211-3217 | 3213
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Fig. 5 (a) Top view and (b) side view of the tetrahedral subunit [Rb,-
12714, mixed model. Anions, 127, are highlighted in different colors.
Independent Rb* cations are highlighted in different shades of orange.
Hydrogen atoms and 18-crown-6 molecules are omitted.

Charge-dependent core deformation

A comparison between the neutral parent and three reduced
products reveals gradual C-C bond length changes upon elec-
tron addition, especially over the central pyracylene core
(Scheme 2). From charges of 0 to —3, the C-C bond distances
around the two five-membered rings of the pyracylene core
experience a distinct bond length change: the edge bonds C2-
C3 and C6-C9 become gradually shortened and reach the
aromatic region (Table 1). At the same time, the C2-C2’ bonds
are elongated from 1.431(3) A to 1.441(5) Ain 1' 7, 1.473(3) A in
127, and 1.485(9) A in 1'*~. The same bond distance change was
reported previously upon controlled chemical reduction of
HPH." For the six-membered rings (C/C’ in Scheme 2), the C4-
C5 bond distances gradually decrease (Table 1, 1.369(9) A in
13~ vs. 1.427(4) A in 1) upon stepwise electron addition and
become similar to the central C7-C8 bond. On the other hand,
the bonds C3-C4 and C5-C6 are elongated, and the extent of
changes is similar to those observed in the reduced HPH
anions."”

Lastly, the asymmetry of the core structure (HBC vs. HPB
subunits) leads to different bond length responses of the two
molecular halves: the C21-C21’ bond of the HBC core becomes
significantly shorter (1.425(9) A) than in the neutral parent
(1.473(3) A). In contrast, the C42-C42’ bond on the phenyl-
substituted side is elongated up to 0.05 A in 1"*~, in compar-
ison with neutral 1. Notably, the Rb-coordination in Rb,-1>~
does not influence the overall trends observed along the series
(Table 1).

The stepwise chemical reduction also leads to the overall
curvature change of the TPP anions. The two-fold reduction
reduces the bowl depth, whereas the addition of the third
electron increases the depth and curvature (Table S31). The
curvature changes in the crystal structures are probably due to

Scheme 2 Structural evolution of the pyracylene core upon electron
uptake from 1 towards 1'~, 12~, and 1">~. The single and double bonds
on the right structure indicate the trends in bond length changes.
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Table 1 Selected C—C distances (A) in 1,1, 127, and 1'>~, along with
a labelling scheme®

C5 C4

\ e

c6/ \C3
L9 P o NeC42
c21 L ZN ¢
- cro—acs [C2
&d g%

\ o—a

1 1 1> 13"
Cc2-C2/ 1.429(3) 1.433(5) 1.467(3) 1.481(9)
C2-C3 1.485(3) 1.471(3) 1.436(3) 1.430(9)
C3-C4 1.386(3) 1.408(3) 1.438(3) 1.447(9)
C3-C8 1.409(3) 1.415(3) 1.411(3) 1.433(9)
C4-C5 1.427(4) 1.406(3) 1.382(3) 1.369(9)
C5-Co 1.396(3) 1.417(3) 1.447(3) 1.467(9)
C6-C7 1.410(3) 1.417(3) 1.412(3) 1.418(8)
C7-C8 1.356(4) 1.374(4) 1.385(3) 1.369(9)
C6-C9 1.491(3) 1.467(3) 1.439(3) 1.427(9)
C9-CY’ 1.433(3) 1.450(4) 1.480(3) 1.489(8)
Cc21-C21 1.473(3) 1.464(4) 1.459(3) 1.425(9)
C42-C42’ 1.409(3) 1.408(6) 1.420(3) 1.458(9)

“ The ‘Bu-groups and o-phenyl rings are omitted for clarity. The
significantly elongated/shortened C-C bonds compared to 1 are
highlighted in blue/red.

crystal packing effects. Although TPP and its anions are
supposed to have Cy symmetry, the ionic interactions make the
two halves (left and right of the o, plane in Fig. 1) unsymmetric
in the solid-state structures. This is especially pronounced in
1%~ (Fig. S171), as revealed by the difference in helical and twist
angles (Table S37).

EPR spectroscopic analysis of the radical anions

To better understand the effect of the asymmetric carbon
framework on the properties of radical anions, especially the
trianion, EPR spectroscopy was used to investigate the reduced
radical products. Due to lack of hyperfine details in the EPR
spectra of the solid crystalline samples (Fig. S7 and S87), the in
situ generated radical anions with different metal interactions
were prepared and investigated (see ESI for more detailst).
The spectra of the mono- and trianionic radicals clearly
reveal different EPR patterns. For 1', a set of multiplets are
found for both in situ generated spectra (Fig. 6). Compared to
the EPR spectrum of [1/K] in THF, which allows direct metal
coordination and generates broader overlapping peaks, the EPR
spectrum of the SSIP obtained from [1/K/DME] shows improved

© 2025 The Author(s). Published by the Royal Society of Chemistry
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(a) In situ generated 1*-
in [1/K]
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simu.

v

(b) In situ generated 1*-
in [1/K/DME]

(c) In situ generated 1+3-
in [1/Rb]

ex

(d) In situ generated 13-
in [1/Rb/cryptand]

T

exp. exp.

simu.

;
7

335 336 337 335 336 337

magnetic field (mT) magnetic field (mT)

Fig. 6 Experimental and simulated EPR spectra of (a and b) the
monoanion 1'~ and (c and d) trianion 13~ in solution under different
conditions. Experimental spectra were re-scaled individually to yield
comparable intensities.

resolution with better peak separation. In the case of the tri-
anion radical 1"°7, an obviously broadened EPR pattern is
observed with five peaks in the ratio of 1:3:5:3:1 and
a hyperfine coupling constant of 0.330 mT (9.2 MHz) in both
spectra obtained under different conditions ([1/Rb] vs. [1/Rb/
cryptand], Fig. S8f). To provide further insights about the
radical species, theoretical analysis was carried out.

Theoretical analysis

To gain deeper insight into the electronic features of the
differently charged states of 1, calculations on the density-
functional theory (DFT) level were conducted (using the soft-
ware package ORCA,* see ESI for computational detailst). In
order to separate inherent properties of 1"~ from complexation
effects simulations were carried out both without and with
counterions present, ie., the [K'(DME);][1" "], [{Rb"(18-crown-
6)}>(1*7)] and [Rb*(cryptand)];[1"*~] complexes were consid-
ered. In all cases, the structures were placed in a polarizable
continuum mimicking THF (¢, = 7.25).2

Fig. 7 shows the frontier molecular orbitals (MOs) of 1. In
a simple picture, the reductions correspond to filling electrons
in the lowest unoccupied MO (LUMO) and the next higher MO
(LUMO+1). Indeed, the first two reduction steps of 1 are local-
ized on the pyracylene core of 1 as can be seen from electron
density difference maps (Fig. S181) and closely resemble the
ones of HPH recently investigated by us."” The spin density of
17, which forms a doublet state, confirms this as well (Fig.-
S19at). The third reduction, however, involves essentially the
HBC flank of the molecule (Fig. 7 and Fig. S187), which is

© 2025 The Author(s). Published by the Royal Society of Chemistry
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=
3 —_
% | LUMO (-2.63)
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Fig. 7 Frontier molecular orbital scheme of 1 on the DFT level (PBEO
level incl. PCM(THF), see ESI for detailst). Lobes are plotted for an
isovalue of 0.03 bohr™2. The Fermi energy is indicated by a dashed
line; energy levels are not to scaled.

reflected by the calculated spin density of 1>~ (Fig. $19b{). In
addition, the calculated MO gaps are in good agreement with
the experimental UV-vis-NIR patterns. Stepwise reduction
induces red-shifts of A, and increased absorbance intensities
in the UV-vis-NIR spectra (Fig. 2a), indicating progressive
reduction of the energy gaps upon sequential electron addition.

The resulting increase of (anti-) bonding between certain
atom pairs leads to changes in bond length (Table S51) that are
broadly in agreement with the experimentally determined
changes reported in Table 1. Considering the counterions
explicitly does not influence the bond lengths significantly
(Table S5t). However, the counterions lift the ¢, symmetry
plane, which leads to some slightly different bond lengths in the
two halves of the molecule (indicated in Table S5T by two values
for a bond length). The largest effects occur for the dianion
[{Rb*(18-crown-6)},(1%>7)] due to the direct Rb" contact with the
TT-system.

The bond lengths also provide insight on the (anti)-
aromaticity evolution of individual carbon rings upon reduc-
tion via the harmonic oscillator model of aromaticity (HOMA,
Table S61).>* Consistent with the Clar sextets shown in Scheme
2, the six-membered rings are strongly aromatic, while the five-
membered rings are essentially non-aromatic (or slightly anti-
aromatic) in neutral 1. Upon reduction, the aromatic char-
acter of the six-membered rings decreases, while the five-
membered rings gain more aromatic character, driven by the
formation of a cyclopentadienyl-like 7-system. As the third

Chem. Sci., 2025, 16, 321-3217 | 3215
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reduction does hardly affect the pyracylene core, the HOMA
values of the pyracylene rings are very similar between the
dianion and trianion.

The spin densities (Fig. S191) give rise to the measured EPR
patterns. In the case of the monoanion, the four hydrogen
atoms directly bound to the pyracylene core (Table S77) dictate
the splitting pattern in accordance with exhibiting the largest
spin density in their vicinity; all other hyperfine coupling
constants (HFC) are well below 0.5 MHz. Coordination of the
counterion leads to small shifts of the HFC parameters. For the
trianion, however, the spin density is essentially located on the
HBC part of the molecule. The resulting EPR pattern is therefore
dominated by the HFCs of six hydrogen atoms with the largest
spin density on the HBC core (Table S7f). The largest HFC
parameters and simulated EPR spectra are in very good agree-
ment with the experimentally determined values (Fig. 6, see
above). Because there are both larger and smaller HFC param-
eters (there are more hydrogen atoms close to the HBC moiety
than to the pyracylene core) compared to the monoanion, the
EPR spectrum of the trianion has a different (broader) shape
than that of the monoanion. Therefore, the effect of the coun-
terions is hardly visible in the EPR spectrum of the trianion.
Both for the mono- and trianion, there is no significant spin
density on the counterions.

Conclusions

We report the stepwise chemical reduction of an asymmetric
pyracylene-HBC fused nanographene with four lateral phenyl
substituents (TPP). The in situ spectroscopic investigation of
TPP reveals a multistep reduction process, which is fully
reversible. Stopping the reaction at the mono-, doubly- and
triply-reduced stages allowed the isolation of the corresponding
anions with K- and Rb-based cationic counterparts, thus
enabling the evaluation of the influence of sequential electron
addition on the asymmetric polyarene. Moreover, the theoret-
ical studies reveal that a simple MO picture of the neutral
compound 1 can explain the observed bond length changes
arising from the successive reduction. While the first two
reductions clearly occur on the pyracylene core, where the
LUMO is predominantly localized, the third reduction involves
the cyclized hexabenzocoronene-like moiety and consequently
the LUMO+1 of the molecule. This is also reflected in the
measured EPR patterns, which are consistent with the differing
spin densities of the mono- and trianion of 1 that lead to
significantly different hyperfine couplings. Our findings suggest
that the formation of trianion radicals is not exclusively limited
to the reduction of highly symmetric PAHs. Asymmetric poly-
cyclic scaffolds may also favor their formation, which opens new
avenues in the molecular design of triply-reduced open-shell
systems for both fundamental studies and potential charge
and spin storage applications.

Data availability

The data that support the findings of this study are provided in
the ESLt

3216 | Chem. Sci,, 2025, 16, 3211-3217

View Article Online

Edge Article

Author contributions

M. K. and M. A. P. conceived and supervised the project. J. B.
synthesized the neutral compound 1. Y. Z. performed chemical
reduction, crystallization, and all spectroscopic characteriza-
tion of the stepwise reduced products. X-ray diffraction experi-
ments and refinement were performed by Z. W. DFT
calculations were performed and analysed by C. N. All authors
contributed to the manuscript preparation and editing. Fund-
ing for this work was secured by M. K., A. G., and M. A. P.

Conflicts of interest

There are no conflicts to declare.

Acknowledgements

Financial support of this work from the U. S. National Science
Foundation, CHE-2404031, is gratefully acknowledged by M. A.
P. NSF's ChemMatCARS Sector 15 is principally supported by
the Divisions of Chemistry (CHE) and Materials Research
(DMR), National Science Foundation, under grant number NSF/
CHE-1834750. The use of the Advanced Photon Source, an
Office of Science User Facility operated for the U.S. Department
of Energy (DOE) Office of Science by Argonne National Labo-
ratory, was supported by the U.S. DOE under Contract No. DE-
AC02-06CH11357. The generous funding by the Deutsche For-
schungsgemeinschaft (DFG) - Project number 182849149-SFB
953 (M. K. and A. G.) and Project number 281029004-SFB 1249 is
acknowledged (M. K.).

Notes and references

1 (a) Y. Chabre, D. Djurado, M. Armand, W. R. Romanow,
N. Coustel, J. P. McCauley, ]J. E. Fischer and A. B. Smith, J.
Am. Chem. Soc., 1992, 114, 764; (b) R. C. Haddon, Acc.
Chem. Res., 1992, 25, 127; (¢) Q. Xie, E. Perez-Cordero and
L. Echegoyen, J. Am. Chem. Soc., 1992, 114, 3978; (d)
A. Y. Ganin, Y. Takabayashi, Y. Z. Khimyak,
S. Margadonna, A. Tamai, M. J. Rosseinsky and
K. Prassides, Nat. Mater., 2008, 7, 367; (e) Y. Takabayashi,
A. Y. Ganin, P. Jeglic, D. Arcon, T. Takano, Y. Iwasa,
Y. Ohishi, M. Takata, N. Takeshita, K. Prassides and
M. ]. Rosseinsky, Science, 2009, 323, 1585; (f) A. M. Rice,
E. A. Dolgopolova and N. B. Shustova, Chem. Mater., 2017,
29, 7054; (g) Y. Zhang, Y. Zhu, D. Lan, S. H. Pun, Z. Zhou,
Z. Wei, Y. Wang, H. K. Lee, C. Lin, ]J. Wang,
M. A. Petrukhina, Q. Li and Q. Miao, J. Am. Chem. Soc.,
2021, 143, 5231.

2 (@) E. Shabtai, R. E. Hoffman, P.-C. Cheng, E. Bayrd,
D. V. Preda, L. T. Scott and M. Rabinovitz, J. Chem. Soc.,
Perkin Trans. 2, 2000, 129; (b) A. V. Zabula, S. N. Spisak,
A. S. Filatov, A. Yu. Rogachev and M. A. Petrukhina, Acc.
Chem. Res., 2018, 51, 1541; (c) Z. Zhou, Y. Zhu, Z. Wei,
J. Bergner, C. Neif3, S. Doloczki, A. Gorling, M. Kivala and
M. A. Petrukhina, Angew. Chem., Int. Ed., 2021, 60, 3510; (d)
Z. Zhou, Y. Zhu, Z. Wei, J. Bergner, C. Neif3, S. Doloczki,

© 2025 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d4sc08255a

Open Access Article. Published on 13 January 2025. Downloaded on 2/9/2026 9:06:48 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Edge Article

A. Gorling, M. Kivala and M. A. Petrukhina, Chem. Commun.,
2022, 58, 3206.

3 Z. Zhou and M. A. Petrukhina, Coord. Chem. Rev., 2023, 486,
215144.

4 (a) Q. Xu, M. A. Petrukhina and A. Yu. Rogachev, Phys. Chem.
Chem. Phys., 2017, 19, 21575; (b) Z. Zhou, Z. Wei, T. Hirao,
T. Amaya and M. A. Petrukhina, Organometallics, 2021, 40,
2023.

5 Y. Guo, H. S. Torchon, Y. Zhu, Z. Wei, Z. Zhang, H. Han,
M. A. Petrukhina and Z. Zhou, Chem. Sci., 2023, 14, 13219.

6 H. Bock, K. Gharagozloo-Hubmann, S. Holl and M. Sievert, Z.
Naturforsch., B, 2000, 55, 1163.

7 Z. Zhou, Z. Wei, X. Yao, X.-Y. Wang, K. Miillen, M. Jo,
M. Shatruk and M. A. Petrukhina, Cryst. Growth Des., 2023,
23, 1189.

8 S. N. Spisak, A. Yu. Rogachev, A. V. Zabula, A. S. Filatov,
R. Clérac and M. A. Petrukhina, Chem. Sci., 2017, 8, 3137.

9 S.N. Spisak, Z. Zhou, S. Liu, Q. Xu, Z. Wei, K. Kato, Y. Segawa,
K. Itami, A. Yu. Rogachev and M. A. Petrukhina, Angew.
Chem., Int. Ed., 2021, 60, 25445.

10 F. Gerson and W. Huber, Acc. Chem. Res., 1987, 20, 85.

11 Z. Zhou, J. M. Fernandez-Garcia, Y. Zhu, P. J. Evans,
R. Rodriguez, J. Crassous, Z. Wei, I Fernandez,
M. A. Petrukhina and N. Martin, Angew. Chem., Int. Ed.,
2022, 61, €202115747.

12 (a) E. Clar, H. W. D. Stubbs and S. H. Tucker, Nature, 1950,
166, 1075; (b) H. W. D. Stubbs and S. H. Tucker, J. Chem.
Soc., 1951, 2936; (¢) B. M. Trost and G. M. Bright, J. Am.
Chem. Soc., 1967, 4244; (d) B. M. Trost, G. M. Bright,
C. Frihart and D. Brittelli, J. Am. Chem. Soc., 1971, 93, 737;
(e) C. A. Coulson and R. B. Mallion, J. Am. Chem. Soc.,
1976, 98, 592; (f) P. W. Fowler, R. Zanasi, B. Cadioli and
E. Steiner, Chem. Phys. Lett., 1996, 251, 132; (g)
H. P. Diogo, T. Kiyobayashi, M. E. Da Minas Piedade,
N. Burlak, D. W. Rogers, D. McMasters, G. Persy, ]J. Wirz
and J. F. Liebman, J. Am. Chem. Soc., 2002, 124, 2065; (h)

© 2025 The Author(s). Published by the Royal Society of Chemistry

View Article Online

Chemical Science

J. Poater, M. Sola, R. G. Viglione and R. Zanasi, J. Org.
Chem., 2004, 69, 7537.

13 Y.-H. Liu and D. F. Perepichka, J. Mater. Chem. C, 2021, 9,
12448.

14 (a) H. A. Wegner, L. T. Scott and A. de Meijere, J. Org. Chem.,
2003, 68, 883; (b) Chaolumen, M. Murata, Y. Sugano,
A. Wakamiya and Y. Murata, Angew. Chem., Int. Ed., 2015,
54, 9308; (¢) X. Cui, G. Zhang, L. Zhang and Z. Wang, Dyes
Pigm., 2019, 168, 295.

15 J. Bergner, C. Walla, F. Rominger, A. Dreuw and M. Kivala,
Chem.-Eur. J., 2022, 28, €202201554.

16 J. Borstelmann, J. Bergner, F. Rominger and M. Kivala,
Angew. Chem., Int. Ed., 2023, 62, €202312740.

17 Y. Zhu, J. Borstelmann, O. Bertleff, J. Bergner, Z. Wei,
C. Neiss, A. Gorling, M. Kivala and M. A. Petrukhina, J. Am.
Chem. Soc., 2024, 21, 14715.

18 (a) C. Suchentrunk and N. Korber, New J. Chem., 2006, 30,
1737; (b) A. N. Chekhlov, Russ. J. Coord. Chem., 2007, 33,
482; (c¢) N. V. Kozhemyakina, J. Nuss and M. Jansen, Chem.
Ber., 2009, 2009, 3900; (d) A. S. Filatov, A. V. Zabula,
S. N. Spisak, A. Yu. Rogachev and M. A. Petrukhina, Angew.
Chem., Int. Ed., 2014, 53, 140; (¢) M. Weidauer, E. Irran and
S. Enthaler, Inorg. Chem. Commun., 2015, 54, 1.

19 (@) Z. Zhou, X.-Y. Wang, Z. Wei, K. Millen and
M. A. Petrukhina, Angew. Chem., Int. Ed., 2019, 58, 14969;
(b) W. Stawski, Y. Zhu, Z. Wei, M. A. Petrukhina and
H. L. Anderson, Chem. Sci., 2023, 14, 14109.

20 (a) Z. Zhou, S. N. Spisak, Q. Xu, A. Yu. Rogachev, Z. Wei,
M. Marcaccio and M. A. Petrukhina, Chem.-Eur. J., 2018,
24, 3455; (b) Y. Zhu, Z. Zhou, Z. Wei and M. A. Petrukhina,
J. Organomet. Chem., 2023, 999, 122805.

21 F. Neese, Wiley Interdiscip. Rev.: Comput. Mol. Sci., 2022, 12,
€1606.

22 V. Barone and M. Cossi, J. Phys. Chem. A, 1998, 102, 1995.

23 T. M. Krygowski, J. Chem. Inf. Comput. Sci., 1993, 33, 70.

Chem. Sci., 2025, 16, 3211-3217 | 3217


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d4sc08255a

	Stepwise reduction of an asymmetric tnqh_x03C0-expanded pyracylene towards the crystalline radical trianionElectronic supplementary information (ESI)...
	Stepwise reduction of an asymmetric tnqh_x03C0-expanded pyracylene towards the crystalline radical trianionElectronic supplementary information (ESI)...
	Stepwise reduction of an asymmetric tnqh_x03C0-expanded pyracylene towards the crystalline radical trianionElectronic supplementary information (ESI)...
	Stepwise reduction of an asymmetric tnqh_x03C0-expanded pyracylene towards the crystalline radical trianionElectronic supplementary information (ESI)...
	Stepwise reduction of an asymmetric tnqh_x03C0-expanded pyracylene towards the crystalline radical trianionElectronic supplementary information (ESI)...
	Stepwise reduction of an asymmetric tnqh_x03C0-expanded pyracylene towards the crystalline radical trianionElectronic supplementary information (ESI)...
	Stepwise reduction of an asymmetric tnqh_x03C0-expanded pyracylene towards the crystalline radical trianionElectronic supplementary information (ESI)...

	Stepwise reduction of an asymmetric tnqh_x03C0-expanded pyracylene towards the crystalline radical trianionElectronic supplementary information (ESI)...
	Stepwise reduction of an asymmetric tnqh_x03C0-expanded pyracylene towards the crystalline radical trianionElectronic supplementary information (ESI)...
	Stepwise reduction of an asymmetric tnqh_x03C0-expanded pyracylene towards the crystalline radical trianionElectronic supplementary information (ESI)...
	Stepwise reduction of an asymmetric tnqh_x03C0-expanded pyracylene towards the crystalline radical trianionElectronic supplementary information (ESI)...
	Stepwise reduction of an asymmetric tnqh_x03C0-expanded pyracylene towards the crystalline radical trianionElectronic supplementary information (ESI)...
	Stepwise reduction of an asymmetric tnqh_x03C0-expanded pyracylene towards the crystalline radical trianionElectronic supplementary information (ESI)...


