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Polycyclic aromatic hydrocarbons (PAHs) that contain fully unsaturated
pentagonal ring(s), the so-called CP-PAHs, have attracted substantial interest due to their unusual
properties such as high electron affinity and reactivity. In this project, we demonstrated the
facile synthesis of a dithieno-fused CP-PAH that contains a pyracylene moiety from a twofold Scholl
cyclization. The results of a combined experimental and theoretical approach revealed a strong
contribution of antiaromatic character to the electronic structure of this dithieno-fused CP-PAH.
Furthermore, we found the twofold Scholl cyclization of a 5,11-dinaphthyltetracene derivative, which

affords a twisted PAH that contains fully unsaturated pentagonal and hexagonal rings. This reaction
should proceed via dication intermediates, which stands in stark contrast to the previously
reported mechanisms that involve radical cation or arenium ion intermediates.
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