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Abstract Workflow

Upon irradiation with light in the UV spectral range, a,B-enones are capable
of undergoing various isomerizations and rearrangements towards reactive Ground State
species. These photoproducts are of great synthetic utility as they are Conformers
available for interception with trapping agents to form complex adducts. In Boltzmann Weights Transition Probabilities
order to rationalize the preference of certain reactions by molecules with a Transition States
specific substitution pattern, mechanistic insights become necessary. In Reaction Rates ;;
this work, the excited state-to-ground state relaxation pathways in two : . :
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Cyclopentenone - a-Cleavage and Amine Trapping [1]
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High quantum yield expected } Rapid ISC into planar triplet state allows for relaxation
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manifolds region - Spin-orbit coupling strength at a-cleavage ISC exceed
the OBF-crossing by an order of magnitude

Cycloheptenone - E/Z-Isomerization and Diels-Alder Coupling [2]
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4 ~ ketones accesible in good dia-
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} Diels-Alder reactions from E-isomer out-
compete isomerization towards Z-isomer in
vibrationally relaxed ground state
} Unusual preference for the exo-product -~
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