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[#]Cyclophanes, which consist of just one aromatic system and one bridge, have attracted
much interest due to their unique reactivity!l and physical properties derived from their strained
structures. In this work, we report the synthesis of new cyclophanes,
[7](10,21)hexabenzo|a,c,fg.j,l,op]tetracenophanes ([#]HBTphanes), by annulative n-extension
(APEX) reaction'” of [n](2,7)pyrenophanes.””) [#n]HBTphanes were found to adopt the
“butterfly” conformation, which differs from non-bridged HBTs, and showed enhanced
phosphorescence. Theoretical calculations revealed that the slight change in the conformation
of HBT affects the energy levels of molecular orbitals and excited states, resulting in the unique
photophysical properties.
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[n]1(2,7)pyrenophane [n]JHBTphane (n = 7-10) non-bridged HBT
“butterfly” H “helical”
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