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Helicenes have attracted considerable attention due to their helical structures and chiral
features. Recently, we have achieved regioselective substitutions of various aryl substituents to
n-extended aza[5]helicenes. According to this protocol, we succeeded in synthesis of donor-
acceptor type aza[5]helicenes with asymmetric structures. The absorption and emission
spectra of these products exhibited solvent-dependent behaviors, indicating the presence of
intramolecular charge-transfer interaction. The asymmetric helicenes were unambiguously
characterized by X-ray diffraction analysis. In crystal, two molecules were aligned in face-to-
face fashion. Interestingly, their ordering proved dependent on the external substituents. In
particular, triisopropylsilyl substituted helicenes exhibited parallel alignments, constructing
one-dimensional columnar packing.
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