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Abstract of Thesis
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Synthesis and Properties of m-Extended Derivatives of Sumanene

Title (M- JLEA RV FEEKDOAR EHE)

Curved m-conjugated molecules, geodesic polyarenes such as buckybowls, fullerene and carbon nanotubes
(CNTs) have been attracting interests of scientific communities because of their unique properties associated
with their strained structure. Among them, sumanene, the smallest Csy buckybowl is one of the interesting
molecules, which is considered as a partial structure of fullerenes and cap of carbon nanotubes. In addition, it is
also well known that it has own unique properties such as bowl inversion behavior, bowl chirality, specific
alignment tendencies in their crystal packing which enables high electron mobility and so on. In order to tune up
these properties, various substituents have been introduced at the rim surface (at benzylic or aromatic position).
It is noteworthy that even the same functional group cause different effects depending on the substitution site,
benzyl or aromatic position because of the structural and electronic differences based on sp3 (exo and endo) and
sp? carbons. However, the difficulty is that the direct functionalization at six aromatic positions results in the
formation of a number of regioisomers while substitution at three benzylic sites can be performed easily through
generation of anions. In terms of achieving the effective m-conjugation and affording flexibility of the
substituents, which are crucial for emergence of unique physical properties, establishment of the effective
functionalization method at aromatic position is urgently required.

On the basis of these backgrounds, this thesis mainly aims the following issues; chapter II includes
establishment of preparation methods of functionalized sumanenes at aromatic position and study the physical
properties of sumanene derivatives with various substituents. Selective synthesis of mono, di and tri-substituted
sumanene at aromatic position was performed by SgAr reactions such as iodination, nitration, formylation,
acetylation and benzoylation and each regioisomer was successfully separated. The observed regioselectivities
for di- and tri-substituted sumanenes were explained well by the HOMO densities calculated by DFT method.
These substituted sumanenes were used for studying crystal packing and bowl inversion. These prepared
compounds could be useful precursors for further transformation.

In chapter III, comprehensive study of dynamic behavior of sumanene dimer, bisumanenyl was performed
based on experimental data and DFT calculation. This investigation of dynamic behaviors of bisumanenyl can
provide good modeling data in order to understand complicated system such as sumanene based macrocyles,
since bisumanenyl is a partial structure of it. Such a macrocyles could be the novel materials in future, which
can show switchable adsorption property depending on temperature.

In chapter IV, pyrenylsumanene was synthesized and its crystal packing and photophysical properties were
studied. A single crystal X-ray analysis revealed that it gave nicely segregated structure in which sumanene
moiety adopts unidirectional columnar packing while pyrene moiety adopts herringbone crystal packing. In
addition, Such a combination between sumanene and pyrene molecules also affect on photophysical properties.
As a result, it showed the better quantum efficiency (0.82) than parent pyrene in the solution phase. This
enhancement of quantum efficiency is assumed to be an effect of prevention of eximer formation by sumanene
moiety.

Finally in chapter V, crystal structure and electrochemical behavior of sumanenetrione were investigated. It
is found that sumanenetrione and its iodo-substituted derivatives revealed the interesting columnar packing
structure with characteristic eclipsed nm-n-stacking. Such perfectly stacked packing without twisting and slipping
was first observed in sumanene derivatives. In addition, The cyclic voltammogram of sumanenetrione showed
multiple redox waves. The first and second one-electron reduction exhibited reversible waves with associated
reduction potentials that are almost equivalent to those of Ceo. Furthermore, its radical monoanion species
exhibited Csv symmetric spin-delocalization over the entire bowl structure, and its dianion showed a Csy

symmetric structure with delocalization over the entire bowl with the closed-shell configuration.
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