
rsc.li/frontiers-organic

ORGANIC  
CHEMISTRY
F R O N T I E R S

Volume 11 | Number 21 | 7 November 2024



ORGANIC CHEMISTRY
FRONTIERS

RESEARCH ARTICLE

Cite this: Org. Chem. Front., 2024,
11, 6026

Received 7th August 2024,
Accepted 11th September 2024

DOI: 10.1039/d4qo01459f

rsc.li/frontiers-organic

1,2,3-Triarylazulenes as precursors of
azulene-embedded polycyclic aromatic
hydrocarbons†‡

Justyna Biesaga, Sławomir Szafert and Bartłomiej Pigulski *

A series of 1,2,3-triarylazulenes was obtained using new synthetic methodology and subsequently sub-

jected to Scholl-type oxidation aiming for conjugated azulene-embedded polycyclic aromatic hydro-

carbons (PAHs). The oxidation yielded either unexpected azulen-1(8aH)-ones or desired purely hydro-

carbon azulene-embedded PAHs, depending on the substitution pattern. Different reaction pathways

were rationalized using DFT calculations, leading to the observation that 2-pyrenyl substituents facilitate

formation of the desired conjugated molecules. The fully hydrocarbon azulene-embedded PAHs exhibit a

relatively small electrochemical energy gap below 2 eV and optical absorption reaching the near-infrared

(NIR) region. These properties are attributed to their non-alternant topology and retained azulene-like

electronic structure.

Introduction

The discovery of fullerenes, carbon nanotubes, and graphene
has initiated extensive research into new carbon allotropes and
carbon-rich molecules.1 A diverse array of benzenoid polycyclic
aromatic hydrocarbons (PAHs), or in other words, nanogra-
phenes, has been synthesized using a bottom-up approach.2,3

There is also a growing interest in the chemistry of non-alter-
nant π-scaffolds containing five- or seven-membered rings due
to their distinctive properties compared to fully benzenoid
PAHs.4–6

Azulene, in particular, is a highly sought-after non-alternant
structural motif in PAHs due to its unique electronic pro-
perties, including a small highest occupied molecular orbital-
lowest unoccupied molecular orbital (HOMO–LUMO) gap or
emission from the S2 state, which disobeys Kasha’s rule.7,8

These properties stem from azulene’s electronic structure,
which effectively functions as a fused tropylium ion and cyclo-
pentadienyl anion with an inherent dipole moment 1.08 D
and significant spatial separation between the HOMO and
LUMO orbitals (Scheme 1a).9 PAHs containing azulene struc-

tural motifs exhibit unique properties such as warped struc-
ture,10 biradical characteristics,11,12 and near-infrared (NIR)
absorption,13 which make them suitable for applications in
organic electronics,14,15 solar cells,16–20 bioimaging,21 and
single-molecule devices.22

Scheme 1 (a) Azulene: selected resonance structures, molecular fron-
tier orbitals, and position numbering. (b) Synthesis of conjugated
azulene-embedded PAHs using Scholl-type oxidation.
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The rapid development of synthetic methods for functiona-
lized azulenes23–25 and azulene-embedded PAHs4,26 can be
attributed to the diverse and intriguing properties of these
compounds. In some cases, azulene or a ‘formal azulene’
moiety is formed in the last step of the synthetic pathway.
However, the key step often involves the fusion of precursors
that already contain azulene subunits, finally resulting in a
fully conjugated π-system. Various chemical transformations
have been employed to achieve conjugated π-systems, such as
the annulation of alkenes27 or annulation of alkynes.28,29

Additionally, more complex approaches such as tandem
Suzuki coupling followed by condensation might be realized
in two steps30,31 or in one step.32

Several additional strategies have been developed for the
synthesis of azulene-embedded PAHs, including palladium-
catalysed Heck-type intramolecular cyclization,33 [3 + 3] palla-
dium-catalysed tandem Suzuki coupling and C–H arylation,13

or cyclization of substituted 1-nitroazulenes.34 However, there
are limitations to all these methods, and therefore, the need
remains for more efficient synthetic methodologies for
azulene-embedded PAHs.

Scholl oxidation is a very potent synthetic tool leading to
various PAHs, but in many cases, the exact reactivity pattern is
not easy to predict.35,36 Consequently, Scholl-type oxidation
and related Mallory photo-oxidation have been employed for
some azulene-embedded PAHs (Scheme 1b), although these
reactions often yield suboptimal results in terms of yield and
selectivity.

Because positions 1 and 3 of the azulene moiety are the
most electron-rich, precursors of azulene-embedded PAHs are
typically targeted for oxidation in the synthesis of azulene-
embedded PAHs. However, the tendency of azulene to form
1,3-polyazulene upon oxidation37 might result in dimerization
of azulene rather than the desired fused molecule. For
instance, Itami and co-workers38 reported that the expected
fully fused product was isolated only in 8% yield after oxi-
dation with FeCl3, while the main product of 1,1′-biazulene
was obtained in 88% yield. Recently, Morin and co-workers
reported attempts to achieve fused products.39 However, the
reaction yield was low (30%) when position 1 of azulene was
involved in oxidation, and attempts to fuse position 5 resulted
exclusively in oligomeric products.

Intramolecular fusion of azulene units is more efficient
when performed in an electron-deficient system, as demon-
strated by Tani and co-workers40 in their synthesis of azulene-
fused tetracene diimide. Mallory photo-oxidation has also
proven useful, as shown by Zhang and coworkers.41 All
examples of known syntheses of azulene-embedded PAHs
involve oxidation positions 1 and 3 of azulene, where the
HOMO is primarily located, and which are the most electron-
rich positions. However, having such positions unsubstituted
can lead to competitive intermolecular oxidation and a lower
yield of the desired intramolecular product, such as in the
example reported by Itami.38

Herein, we report the synthesis of a series of 1,2,3-triaryla-
zulenes, and the application of these triarylazulenes in

Scholl-type reactions for the first time. Interestingly, depend-
ing on the substitution pattern, oxidation leads either to a
1,2-shift of a phenyl group or to partially and fully fused
products.

Results and discussion
Synthesis of precursors

The primary rationale for using 1,2,3-triarylazulenes as precur-
sors for fused azulene-embedded PAHs was the fact that the
highly reactive positions 1 and 3 are pre-blocked before the oxi-
dation step. It is expected that this approach will prevent the
formation of oligomeric products and lead to the desired fully-
fused azulene-embedded PAHs.

Despite interesting photophysical properties,42 known
examples of 1,2,3-triarylazulenes are quite limited. Existing
syntheses typically start from substituted tolanes where the
crucial step involves expansion of a phenyl ring, which signifi-
cantly reduces the available substitution patterns. These reac-
tions are usually catalysed using sulfenyl chloride/AlCl3,

43,44

palladium catalyst,45 or gold catalyst.46

Hence, we developed a novel modular approach for 1,2,3-
triarylazulenes (Scheme 2) that enables selective placement of
substituents at positions 1, 2, and 3. We utilized two types of
selective reactions: borylation (position 2) and iodination
(positions 1 and 3). The synthesis began with the known 6-
tert-butylazulene,47 which was selected for its increased solubi-
lity compared to unsubstituted azulene. Subsequently, 6-tert-
butylazulene underwent borylation at position 2 via modified
iridium(I)-catalysed C–H borylation,48 giving compound 5 in
66% isolated yield. Azulen-2-ylboronic acid pinacol ester 5 was
later subjected to the Suzuki coupling with haloarenes. The
lower yield of compound 6b was likely due to its poor solubi-
lity, which resulted in difficulties during its isolation. All com-
pounds 6a–6c underwent double iodination using
N-iodosuccinimide (NIS), yielding compounds 7a–7c in high
yields from 84% to 98%.

The final step in the synthesis of 1,2,3-triarylazulenes was
the double Suzuki coupling with boronic acids (4-anisyl and 4-
tert-butylphenyl substituents) or boronic acid pinacol ester (2-
(7-tert-butylpyrenyl) substituent). The final coupling reactions
were catalysed using Pd(dppf)Cl2·CH2Cl2, and the products
were isolated in decent yields from 46% to 92%. Finally, a set
of 1,2,3-triarylazulenes 1a–1f was synthesized using this
modular approach and subsequently employed in Scholl-type
oxidation.

Scholl-type oxidation

With a series of 1,2,3-arylazulenes available, we aimed to opti-
mize the oxidation conditions to achieve fully fused products.
Precursor 1a was selected as a convenient model substrate for
the Scholl reaction, and various conditions were tested, aiming
for fully fused product 2a (Table 1). Initially, we used 2,3-
dichloro-5,6-dicyano-1,4-benzoquinone (DDQ) as an oxidant
(entries 1 and 2). However, in the presence of MsOH, the sub-
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strate was recovered after the reaction, while in the absence of
acid, the reaction resulted only in the decomposition of the
starting material.

This fact suggested that the protonated form of azulene
might be not oxidized under these conditions. Surprisingly,
the reaction using AlCl3 in chlorobenzene (entry 3) led to
almost quantitative removal of tert-butyl groups from phenyl
rings and formation of 1g. Oxidation using MoCl5 led only to
an unidentified mixture of products (entry 4), but after oxi-
dation using FeCl3 at low temperature (entry 5), we recovered
only the starting material. Additionally, when oxidation was
conducted at room temperature, then only decomposition of
the substrate was observed (entry 6).

We noted that the reaction mixture turned from green to
very intense red after addition of FeCl3/MeNO2 to the solution
of starting azulene. This suggested that in the presence of
residual moisture, azulene can be protonated, and this
hinders the desired reaction. Based on this observation, we
hypothesized that adding a base to the reaction system could
drive the reaction in the desired direction. Indeed, the
addition of K2CO3 and switching to 1,2-dichloroethane (DCE)

from CH2Cl2 along with a higher reaction temperature led to
the product that was initially believed to be oxidized 1a with
one new C–C bond formed (entry 7). However, the 13C NMR
spectrum of the pale yellow product revealed a typical carbonyl
signal above 200 ppm, indicating that azulen-1(8aH)-one 3a
was the actual product of oxidation. This unprecedented oxi-
dation involves a 1,2-aryl shift, oxidation of the most electron-
rich position of azulene, and formation of a new C–C bond
between adjacent phenyl groups.

We extended our investigation to the oxidation of a broader
range of 1,2,3-triarylazulenes under designed conditions
(Scheme 3). Precursor 1b gave similar pale-yellow azulen-1
(8aH)-one 3b in 58% yield after extending the reaction time to
96 h. Substrate 1c bearing three methoxy groups also gave the
product of 1,2 phenyl shift 3c, but no formation of C–C bond
was observed even after two days. Additionally, a more pro-
longed reaction time led only to a gradual decomposition of
3c. To the best of our knowledge, this represents the first oxi-
dation and 1,2 phenyl shift leading from azulene to azulen-1
(8aH)-one. Previously, azulen-1(8aH)-ones have been syn-
thesized through rhodium-49 or gold-catalysed50 cyclizations of
diazo compounds or cycloadditions involving ketenes and
alkynes.51,52

We also attempted to verify the origin of the oxygen atom in
products 3a–3c. It is highly unlikely that residual O2 was
involved, as the reaction mixture was carefully degassed. We
hypothesized that the oxygen might originate from residual
moisture in K2CO3 and/or FeCl3, or possibly from the
decomposition of K2CO3. To test this hypothesis, we con-
ducted oxidation reactions of 1a and 1b with the addition of
isotopically labelled H2O (97% 18O). Unfortunately, the added
water quenched the reaction, which prevented us from
drawing any definitive conclusions.

The formation of azulen-1(8aH)-ones was an intriguing
observation, but it was not the initial goal of using 1,2,3-triary-
lazulenes as substrates in the Scholl oxidation. Inspired by lit-
erature precedents,53 we aimed to use azulenes 1d–1f bearing
one, two, or three phenyl substituents replaced with 2-pyrenyl
substituents to obtain fully fused azulene-embedded PAHs.

Scheme 2 Synthesis of azulene-containing precursors 1. B2(pin)2 = bis(pinacolato)diboron, 4,4’-dmbpy = 4,4’-dimethyl-2,2-dipyridyl, COD = 1,5-
cyclooctadiene, THF = tetrahydrofuran, dppf = 1,1’-bis(diphenylphosphino)ferrocene, NIS = N-iodosuccinimide.

Table 1 Optimization of the Scholl-type reaction for precursor 1a

Oxidant Conditions Result

1 DDQ, MsOH CH2Cl2, 0 °C, 24 h 1a recovered
2 DDQ CH2Cl2, rt, 17 h Decomposition
3 AlCl3 PhCl, 80 °C, 48 h 1g (quant.)
4 MoCl5 CH2Cl2, rt, 17 h Decomposition
5 FeCl3 CH2Cl2/MeNO2, −78 °C to 0 °C,

20 h
1a recovered

6 FeCl3 CH2Cl2/MeNO2, rt, 20 h Decomposition
7 FeCl3, K2CO3 DCE/MeNO2, 80 °C, 19 h 3a (93%)a

a Yields after isolation.
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Indeed, incorporating one or more 2-pyrenyl substituents
shifted the reactivity pattern in the desired direction. The oxi-
dation of 1d was initially carried out at 80 °C, which unfortu-
nately led to significant decomposition and an undesired side
reaction, as evidenced by atmospheric-pressure chemical
ionization (APCI) mass spectra showing a mixture of oxidized
products containing two chlorine atoms. However, reducing
the reaction temperature provided greater control, and we iso-
lated green compound 4d with one new C–C bond in 30%
yield. We also observed a trace amount of double-oxidized 2d.
Extension of the reaction time to 7 d increased the amount of
2d, which was isolated in 36% yield.

Oxidation of 1e at 80 °C led only to decomposition of the
substrate and formation of a black reaction mixture with no
detectable amount of desired products. Reducing the tempera-
ture to 0 °C resulted in the selective formation of single oxi-

dized green product 4e in 32% isolated yield. Attempts to
achieve the fully oxidized product were unsuccessful and
resulted only in decomposition. Finally, tri(2-pyrenyl)azulene
1f was subjected to Scholl-type oxidation, resulting in the fully
oxidized brown compound 2f in 46% isolated yield. The pres-
ence of K2CO3 was also important for pyrene-containing sub-
strates, and without K2CO3, we observed mainly
decomposition.

Compound 2f is a double [5]helicene, which may have a sig-
nificant racemization barrier,54 leading to the potential for-
mation of different isomers: the meso (P,M) form or a racemic
mixture of (P,P) and (M,M) stereoisomers. Only one set of
signals was observed in the 1H NMR spectrum, suggesting the
presence of only one form in solution. Despite numerous
attempts, we were unable to obtain crystals of 2f suitable for
X-ray single crystal diffraction. Density functional theory (DFT)
calculations indicated that there was 8.72 kJ mol−1 lower
energy for the meso form than the chiral form (ESI, Fig. S16‡),
and thus, the meso conformer was used for further analysis.

A particularly intriguing question is why different substi-
tution patterns lead to different reactivity patterns. It is known
that a 1,2-shift of a phenyl substituent can sometimes occur
during Scholl oxidation, resulting in unexpected products.55,56

However, no examples of such a 1,2-shift involving an azulene
precursor have been reported to date. Generally, two mecha-
nisms are considered for Scholl oxidation: the arene cation
mechanism and radical cation mechanism. In our case, the
reaction occurs under basic conditions, leading us to assume
that the radical cation mechanism occurred, where the initial
step involves the abstraction of one electron from the sub-
strate. Analysis of the spin density might be employed as a
convenient tool to understand the observed reactivity53

because carbon atoms with positive spin density are expected
to be involved in the formation of new C–C bonds. To gain
further insights into the reactivity observed during Scholl oxi-
dation, we conducted DFT calculations of possible intermedi-
ate radical cations at the UB3LYP/6-31G(d) level of theory.

The spin densities calculated for radical cations directly
formed from compounds 1 showed significant difference
regarding the substituent in position 2 of azulene (ESI,
Fig. S15‡). When a 2-pyrenyl substituent is present in position
2 of azulene (1d)•+ and (1f )•+, significant spin density is
observed on the relevant carbon atoms contrary to the com-
pounds (1a)•+ and (1e)•+, which should facilitate the desired
oxidation of the former. Comparing the DFT-calculated spin
densities of radical cations after the formation of the first C–C
bond (Fig. 1) highlights notable differences.

The carbon atoms involved in the formation of the second
C–C bond are depicted in C1–C3. In the case of radical cations
(4d)•+ and (4f)•+, significant positive spin density was observed
at the C1 carbon atom. The spin density at the C2/C3 atoms
was smaller in the case of (4d)•+ as compared to (4f)•+, which
explains the easy double oxidation of 1f. There is no C1 posi-
tive spin for (4a)•+ and (4e)•+, which explains the alternative
1,2-phenyl shift pathway in the case of the first, and decompo-
sition at higher temperature for the latter. Interestingly, a

Scheme 3 Scholl-type oxidation of azulenes 1a–1f (yields after
isolation).

Organic Chemistry Frontiers Research Article

This journal is © the Partner Organisations 2024 Org. Chem. Front., 2024, 11, 6026–6035 | 6029

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 2

7 
se

tte
m

br
e 

20
24

. D
ow

nl
oa

de
d 

on
 2

2/
01

/2
02

6 
01

:5
1:

02
. 

 T
hi

s 
ar

tic
le

 is
 li

ce
ns

ed
 u

nd
er

 a
 C

re
at

iv
e 

C
om

m
on

s 
A

ttr
ib

ut
io

n 
3.

0 
U

np
or

te
d 

L
ic

en
ce

.
View Article Online

http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d4qo01459f


similar distribution of spin density over the pyrene moiety has
been shown to play a key role in the selectivity of the Scholl
reaction in fully benzenoid substrates.53

We acknowledge that fully elucidating the mechanism of
the Scholl reaction is a great challenge, and many aspects of
such reactions remain debatable in the literature. In our view,
the key distinction between fully benzenoid and azulene-con-
taining precursors in the Scholl reaction is the high-lying
HOMO of azulene. Consequently, the intermediate radical
cation has its positive spin density primarily localized on the
azulene moiety, facilitating alternative reaction pathways. This
contrast is evident when compared to the reactivity of 1,2,3,4-
tetraphenylnaphthalenes, which exclusively yield the typical
products of the Scholl reaction under various oxidation
conditions.57–59 Nonetheless, these results bring us closer to
understanding the elusive reaction mechanism in azulene-con-
taining substrates and provide insights into predicting the out-
comes of Scholl-type oxidations.

X-ray single crystal diffraction

X-ray single crystal experiments were conducted to confirm the
molecular structures of the oxidation products. Single crystals
of compounds 1a and 3a were obtained (Fig. 2a and b),
unequivocally confirming the occurrence of a 1,2-phenyl shift,
followed by oxidation at position 1 of azulene and the for-
mation of a new C–C bond. Compound 3a crystallizes with
three molecules in the asymmetric unit in the chiral point
group P212121, existing as a 2 : 1 mixture of two enantiomers.

Analysis of the experimental bond lengths reveals a signifi-
cant change from the initial geometry and electronic structure

of the azulene unit compared to substrate 1a. The bridging
carbon atom adopts an sp3 hybridization, disrupting conju-
gation and resulting in an alternating pattern of double and
single C–C bonds. Disappearance of azulene-like geometry and
electronic structure explains the yellow colour observed in
compounds 3a–3c.

Single crystals of compound 4e suitable for X-ray experi-
ments were obtained by a slow diffusion of MeOH vapours
into its solution in ortho-dichlorobenzene. X-ray crystallogra-
phy unambiguously confirmed the identity of 4e (Fig. 2c).
Notably, compound 4e retained the azulene unit’s geometry,
suggesting that the azulene-like electronic structure remained
present. The carbon–carbon bond lengths of the azulene
moiety in 4e are similar to the geometry of unsubstituted
azulene.60 The entire π-scaffold is slightly warped due to the
presence of the [4]helicene moiety.

Electronic and optical properties

The optical properties of all oxidation products were studied in
CH2Cl2 solution. The absorption of compounds 3a–3c occurs
mainly in the UV region due to the broken conjugation in the
former azulene moiety, resulting in a pale yellow colour (ESI,
Fig. S1–S3‡). In contrast, the absorption spectra of the fused
azulenes 2d, 4d, 4e, and 2f are far more complex (Fig. 3a).
Extended azulenes 4d and 4e exhibit the lowest energy tran-
sition above 680 nm (Table 2), which, according to the time-
dependent (TD)-DFT calculations, corresponds to an almost

Fig. 1 Spin density distribution of radical cations after formation of the
first C–C bond, UB3LYP/6-31G(d). Fig. 2 The molecular structures and selected bond lengths (Å) of (a)

compound 1a; (b) compound 3a, one of three molecules in the asym-
metric unit, where bond lengths are the mean of the bond lengths of
the molecules in the asymmetric unit; (c) compound 4e, with ellipsoids
given at 50% probability.
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forbidden S0 → S1 transition ( f = 0.024 for 4d and f = 0.037 for
4e) primarily involving the HOMO to LUMO transition com-
ponent (ESI, Tables S5–S8‡). This transition is responsible for
the distinctive green colour of 4d and 4e (Fig. 3b).

Similar low-energy transitions are present in the spectra of
the fully fused azulenes 2d and 2f, but these are more red-
shifted, reaching up to 764 nm in the case of compound 2d.
This trend is in accordance with the outcome of the TD-DFT
calculations (ESI, Tables S5–S8‡). Such a low energy transition
is the result of the retained azulene-like electronic structure in
fully and partially fused π-scaffolds. The spatial separation of
the HOMO and LUMO orbitals resembles those of pristine
azulene, as clearly visible in Fig. 4. Therefore, these com-
pounds can be regarded as ‘true’ extended azulenes, unlike
many azulene-embedded PAHs reported in the literature,
which are merely benzenoid PAHs with seven- and five-mem-
bered rings serving as linkages between adjacent benzenoid
moieties.

In the case of fully fused 2d and 2f, a distinctive HOMO to
LUMO+1 S0 → S2 transition above 500 nm was primarily

Fig. 3 (a) UV/Vis/NIR spectra of compounds 4d, 2d, 4e, and 2f (CH2Cl2,
c approximately 10−6 M, 20 °C). (b) Photographs of CH2Cl2 solutions of
4d, 2d, 4e, and 2f.

Table 2 Selected electrochemicala and optical properties of 4d, 2d, 4e, and 2f

Compound Eox1=2 [V] Ered1=2 [V] ΔE [V] EHOMO
b [eV] ELUMO

b [eV] λmax
c (exp.) [nm] λmax

c (exp.) [eV] λmax
d (DFT) [nm] λmax

d (DFT) [eV]

4d 0.30 −1.92 2.22 −5.10 −2.88 687 1.80 617 2.01
2d 0.10 −1.81 1.91 −4.90 −2.99 764 1.62 692 1.79
4e 0.35 −1.90 2.25 −5.15 −2.90 689 1.80 605 2.05
2f 0.29 −1.60 1.89 −5.09 −3.20 733 1.69 677 1.83

aWorking/counter electrodes: Pt disc/wire, respectively; reference electrode: Ag/AgCl; scan rate: 50 mV s−1; concentration: approximately 10−5 M
in CH2Cl2 containing 0.1 M [NBu4][PF6] as the supporting electrolyte. All redox potentials were calibrated against the Fc/Fc+ standard.
b Calculated according to the known procedure using the experimentally determined redox potentials (ELUMO = −(Ered + 4.8 eV) and EHOMO =
−(Eox + 4.8 eV)) and the energy level of Fc+/Fc with respect to the vacuum level (−4.8 eV).61 cMeasured for CH2Cl2 solutions, c approximately 10−5

M. dCalculated at B3LYP/6-31G(d) level of theory, S0 → S1 transitions.

Fig. 4 DFT-calculated (B3LYP/6-31G(d), isovalue 0.05 A−3) and experimental energies of HOMO and LUMO orbitals of 4d, 2d, 4e, and 2f.
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responsible for their red colour, as it is much stronger than
the almost forbidden S0 → S1 transition (oscillator strength f =
0.680 for 2d and f = 0.380 for 2f ). Although some of the known
extended azulenes exhibited fluorescence, we did not observe
Kasha nor anti-Kasha emission for the compounds reported
here.

Electrochemical measurements of the reported azulene-
embedded PAHs were carried out to experimentally estimate
the HOMO and LUMO energy levels. Cyclic voltammetry (CV)
and differential pulse voltammetry (DPV) measurements were
implemented for all extended azulenes (ESI, Fig. S8–S14‡). All
compounds exhibited relatively low, reversible first oxidation
potentials, ranging from 0.10 V vs. Fc/Fc+ for 2d to 0.35 V vs.
Fc/Fc+ for 4e. This corresponds to the relatively high-lying
HOMO orbitals (Fig. 4), and is consistent with the highest
DFT-calculated HOMO energy for 2d.

The difference between fully fused π-scaffolds (2d, 2f ) and
partially fused molecules (4d, 4e) was also evident in their first
reduction potentials. Compounds 2d and 2f are easier to
reduce, with Ered1=2 = −1.81 V for the former and Ered

1=2 = −1.60 V
for the latter compared with Ered1=2 = −1.90 V for 4e and Ered1=2 =
−1.92 V for 4d. The electrochemical gap is smaller for fully
fused molecules 2d and 2f (approximately 1.9 V), compared to
partially fused azulenes, which have an electrochemical gap
above 2.2 V. This trend is in alignment with the DFT calcu-
lations (Fig. 4) and is due to both the lower energies of the
LUMO orbitals and the higher energies of the HOMO orbitals.
Notably, the electrochemical and optical gaps of the fully
fused-azulenes reported here are significantly narrower than
those of benz[a]azulenes28 (Eelectrg ≈ 3.0 eV; Eopt

g ≈ 2.6 eV) or
azuleno[1,2,3-fg]benzo[op]tetracene38 (Eelectrg = 2.18 eV; Eopt

g =
1.78 eV).

Finally, we calculated the NICS(0) values62 of azulene-
embedded PAHs 4d, 2d, 4e, and 2f (ESI, Fig. S24‡). The NICS
(0) values confirmed the retained aromatic characteristics of
the azulene moiety, which are in agreement with the 1H NMR
chemical shifts and all the optical and electrochemical pro-
perties. This serves as additional confirmation that the
reported PAHs are truly extended azulenes, not simply benze-
noid structures with bridging five- and seven-membered rings.

Conclusions

Our investigations revealed that Scholl oxidation of relatively
simple 1,2,3-triarylazulenes can result in unexpected reactivity
patterns, including a 1,2-shift of a phenyl group and the for-
mation of azulen-1(8aH)-ones. However, incorporating
2-pyrenyl substituents facilitated the formation of fused
azulene structures, which was likely due to the favourable spin
density distribution in the intermediate radical cations. This
synthetic route enabled us to obtain a series of ‘true’
π-extended azulenes with optical absorption reaching the NIR
region and a relatively low electrochemical gap below 2 eV. A
synthetic strategy involving 2-pyrenyl substituents is promising
for the construction of larger, fully hydrocarbon nanogra-

phenes incorporating multiple azulene subunits. This
approach is currently being further developed in our
laboratory.
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