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Abstract — The title dication (1*") was generated by oxidative bond cleavage of a
4,5-dihydoropyrene derivative (2) with two spiro(10-methylacridan) units.
Despite the skewed deformation of the arylene spacer, two cationic
chromophores in 1** are forced to face in a proximity with a very short
interatomic separation of 2.98(1) A between carbenium centers (X-ray), which
makes the LUMO level of 1 much lower than that of biphenyl-2,2'-diyl-type

dication (3%").

4,5-Disubstituted phenanthrenes are sterically challenged molecules.'” The bay region substituents
make severe steric repulsion even when the molecules deform the rigid phenanthrene core to a skewed
geometry. At the same time, the substituents are forced to stay in proximity, thus attaining special
properties, such as enhanced Lewis acidity in the modified proton sponge.’ In the course of our study on
the redox behavior of isolable dications with a different degree of intramolecular interaction between two
cationic centers,’ we have got interested in phenanthrene-4,5-diylbis(diarylcarbenium)s, where the two
cationic chromophores are overlapped as in the case of helicenes.” By considering the very large value
of pKr" for 10-methyl-9-phenylacridinium (11.0),° we assumed that the title dication (1**) would be
obtained as a stable species despite the increased Lewis acidity or electrostatic repulsion. Here we

report its successful generation from a 4,5-dihydropyrene derivative (2), the less hindered neutral
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precursor (Scheme 1). Detailed structural features determined by the X-ray analyses as well as

electrochromic behavior are also disclosed.
Scheme 1 Scheme 2

After the unfruitful trials to introduce two diarylmethyl units to the bay region via
4,5-dilithiophenanthrene, we then planned to obtain 1°° by oxidative bond cleavage of the
hexaarylethane-type compound (2). This strategy was postulated based on our previous results on the
redox pair of biphenyl-2,2'-diyl(diarylcarbenium) (3*") and 9,10-dihydrophenanthrene derivative (4)
(Scheme 2).”  The preparation route for the precursor (2) is shown in Scheme 3.

First, 9,9'-(6,6'-diformylbiphenyl-2,2'-diyl)diacridine (5) was derived from 2.2.6,6-tetrabromobiphenyl®
over 3 steps in 52% yield as we reported previously.” Treatment of 5 with MeOTf (3.5 eq) in CH,Cl, at
room temperature afforded a TfO™ salt of bis(10-methylacridinium) (6°9)'° in 89% vyield. Upon
reduction with excess Zn dust in MeCN at room temperature, 4,5-diformyl-9,10-dihydrophenanthrene
derivative (7)'° was obtained. Without purification, it was further reduced under McMurry conditions
(TiCly~Zn in refluxing THF) to furnish dihydropyrene (2)'° in 25% yield over two steps. Stepwise
reductive ring-closure from 6°° to 2 via 7 provides a promising route, since McMurry coupling of

dialdehyde 5 failed to give fully aromatized phenanthrene core but diol (8).”

Scheme 3
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The route from 5 shown in Scheme 3 could be used to
prepare the analogues of 2 having different substituents
on nitrogens. In this way, another dihydropyrene 9'°
with two spiro(10-propargylacridan) units was also

obtained, which gave a suitable single crystal for the
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X-ray analysis'' (Figure 1). From the ORTEP drawing was confirmed the successful formation of
dihydropyrene skeleton in 9 (and in 2) through the double ring-closure processes of biphenyl derivative
(5). The C4-C5 bond length is 1.632(4) A, which is longer than the standard Cg3-Cqp3 (1.54 A) but
characteristic to the hexaphenylethane-type compounds [1.61-1.65 A].'>  The condensed aromatic core is
nearly planar with a small torsion angle of 3.7(4)° for C3a-C10b-C10c-5a, whereas the out-of-plane
deviation of C4 and C5 from the aromatic core allows a large enough torsion angle of 33.5(3)° for

C3a-C4-C5-C5a to reduce the "front strain"'>'? between the two spiroacridan units.

Figure 1. ORTEP drawings of dihydropyrene (9): side view (left) and top view (right)

The dihydropyrene (2) is stable and colorless crystalline material with strong electron-donating properties
as in dihydrophenanthrene (4) (E®* +0.18 V). According to the voltammetric analysis in MeCN (£ / V
vs SCE, 0.1 M Et;NCIO,, Pt electrode, scan rate 100 mV s ™), its oxidation potential (+0.28 V) is close to
that of tetrathiafulvalene (E°* +0.31 V) measured under the similar conditions (Figure 2). The oxidation
wave is irreversible with the return peak being shifted to the cathode, which was later assigned and
confirmed as the reduction peak of the desired dication (1°"). The observed separation of redox peaks is
the characteristic feature to the "dynamic redox" pairs® that undergo reversible C-C bond
formation/breaking upon electron transfer. Thus, the voltammetric study suggested that 1** would be

formed upon two-electron oxidation of dihydropyrene (2) by cleavage of C4-C5 bond.

12+ﬁ 2

Figure 2. Cyclic voltammogram of dihydropyrene (2) in
MeCN (E/V vs SCE, 0.1 M Et4NCI1O,, Pt electrode, scan

-0.2

rate 100 mV s ™)
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Upon treatment of 2 with (4-BrCsH4);N""SbCls~ (2 eq) in CH,Cl,, a deep orange powder was obtained in
90% yield. In the NMR spectrum (MeCN-ds), the aromatic resonances assigned to acridine parts are
downfield shifted than those for 2. N-Methyl protons appear at 4.27 ppm, which is again downfield
shifted from 2.72 ppm for that in 2 (CDCl;). By combining other spectral data, the orange powder thus
obtained was proven to be SbCls salt of the desired dication (1**),'® which regenerated the starting
material quantitatively upon reduction with Zn dust in MeCN. By using (4-BrCsH4);N"BF,™ (2 eq) as
an oxidant, 1°"(BF,), was similarly obtained in 90% yield.

The structure was finally verified by the low-temperature X-ray analysis'' of the BF, salt, from which
the detailed geometrical features have been also revealed as follows (Figure 3). The two acridinium
chromophores are overlapped nearly in parallel, as expected, with the C9” -- C9" interatomic separation
of 2.98(1) A. Such a contact is one of the shortest ever reported for the carbenium centers,'* and there
are only few precedents'® with the non-bonded contact less than 3 A (sum of vdW radii: 3.40 A). At the
same time, these bulky chromophores at the bay region causes skewing deformation of the phenanthrene
core with a bay-region torsion angle of 27.3(7)° for C4-C4a-C4b-C5 to adopt a helical geometry. The
chiral space group (hexagonal P6s) of 17*(BF4), shows that spontancous resolution occurs upon
crystallization, and each piece of single crystals contains the dication molecule with the same helicity.
However, higher symmetry (C,v) of "H NMR spectrum at room temperature indicates that 1>* undergoes
facile helicity inversion in solution as in the case of 4,5-dimethylphenanthrene (AG* = 16.1 kcal mol ™ at
25°C).> Based on the VT-NMR analysis of 1°" in MeCN-d3, the inversion barrier was determined to be
only 15.3 kcal mol™" (at Tc = 10 °C).

Figure 3. ORTEP drawings of dication (1*") in 1%*(BEy ), salt: side view (left) and top view (right)

It should be the interchromophore interaction due to the helical molecular structure that endows 1>* with
strong electron-accepting properties. Its reduction potential (Ered +0.12 V) is much more positive than

that for biphenyl-type dication (3°") (E™® —0.27 V),” showing the low-lying LUMO of 1°" due to

electronic interaction of two acridinium parts. In the UV-Vis spectrum, the absorption end of 1° (heng
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550 nm) is red-shifted by 50 nm than that of 3*",” which can be also rationalized by the low-lying LUMO
in 1°".  Although the electron-transfer processes should be regarded as irreversible, dication 1°* and
neutral precursor 2 can be reversibly interconverted ("dynamic redox" pair). Thus, the continuous
changes of UV-Vis spectra were observed upon electrolysis, which was accompanied by vivid color
change from colorless (2) to deep orange (1°7). Presence of isosbestic points (234, 282, 331 nm) in the
spectroelectrogram indicates clean interconversion as well as negligible steady-state concentration of the
intermediary cation radical species (Figure 4). This is the successful demonstration of electrochromic

behavior'® of 1> and 2.
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Figure 4. Continuous changes in UV-Vis spectra upon constant-current electrochemical oxidation of

dihydropyrene (2) to dication (1°") (MeCN containing 0.05 M Et;NCIO4, 30 pA, every 3 min)

In summary, we have generated and characterized helically shaped 9,9'-[phenanthrene-4,5-diyl-
bis(10-methylacridinium) (1>*), whose properties are determined by electronic interaction between two
cationic parts with a very short interatomic contact. The reversible electrochromic interconversion with
dihydropyrene (2) is an attracting function of 1>*, and we are currently studying its analogues having the

different diarylcarbenium moieties and/or a different arylene core.
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