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Mechanism I

The Oxa-di-π-methane Rearrangement
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Mechanism II
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The OPDM rearrangement of acyclic -unsaturated ketones

Key structural features favoring OPDM 

# Conjugation of the alkene moiety with phenyl, vinyl or oxo groups (efficient triplet energy transfer, 
biradical stabilization) 
# disubstitution or alternatively, monosubstitution by bulky groups at the central carbon

Unreactive towards OPDM 9
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# The cental methylene carbon is di-substituted or having bulky mono substitution
# Conjugation with vinyl, phenyl or carbonyl groups
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The OPDM Rearrangement of cycloalkenyl  -unsaturated ketones

n = 1, 2 n = 1, 2

n = 1, 2, 3
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The OPDM rearrangement s of monocyclic and 
condensed polycyclic -unsaturated ketones
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The OPDM rearrangement of Bridged cyclic -unsaturated ketones
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