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Excited-State Behavior of Intramolecularly Stacked B/N-Containing Fused n-Electron Systems
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Boron- and nitrogen-containing zw-electron systems exhibit attractive photophysical and
electronic properties owing to their electron-accepting and donating characteristics. Beyond
the conventional strategy of directly connecting donor and acceptor units, intramolecular face-
to-face arrangements have recently emerged as a novel design approach. In this study, to further
explore the potential of such intramolecular stacking, we synthesized a series of molecules in
which boron and nitrogen-containing fused n-conjugated moieties are connected via flexible,
non-conjugated linkers. Despite the rigidity of the m-skeletons, X-ray single-crystal analysis
revealed that the boron and nitrogen atoms formed an intramolecular coordination bond in the
ground state. Upon photoexcitation, the B-N bond dissociates' leading to intramolecular
through-space charge-transfer emission. The impact of the fused m-skeletons on the B-N
association/dissociation processes and the resulting photophysical properties was investigated.
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