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Tetrathienylene has a non-planar © conjugated system derived from cycrooctatetraene (COT).
COT features a bent tub-structure and its inversion, which has been applied to develop unique
functional materials. In this work, we newly synthesized tetra[2,3]thienylene (1) and
tetra[3,4]thienylene (2) derivatives, where their m-electron systems were expanded by
introduction of aryl/arylethynyl groups. These structural isomers showed different
photochemical properties, which indicated different electron states. The electrochemical
properties and molecular assemblies of 1 and 2 will be presented.
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