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Fused aromatics such as polycyclic aromatic hydrocarbons (PAHs) and nanographenes are
one of the most important classes of compounds in the field of materials science, especially in
optoelectronics. To streamline the synthesis of these molecules, we have previously proposed
the synthetic concept of annulative m-extension (APEX). ") We herein describe a novel APEX
reaction on M-region of polycyclic aromatic compounds.””) 4-Methyl-1,2,4-triazoline-3,5-
dione (MTAD) participates in regioselective Diels—Alder reactions with PAHs. Treatment of
the resulting cycloadducts with Grignard reagents in the presence of iron catalyst afforded
diarylated compounds, which are easily rearomatized to give M-region-APEX products. In the
presentation, the optimization of reaction conditions and substrate scope including the
application to rubrene, one of the most-studied organic semiconductors, will be described.
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