
Radical intermediates are often considered incompatible with the preservation of stereochemical

information because of their high reactivity, conformational freedom, and rapid stereochemical

scrambling. This lecture will discuss strategies to impose “memory of chirality” in radical chemistry

by using excited-state catalytic intermediates and confined reaction environments. Engineered

photoenzymes use the confined space of an active site to control excited-state radical

intermediates and preserve stereochemical information during bond formation.¹ This concept

provides a blueprint for developing stereospecific radical strategies outside biological systems,

where molecular organization, confinement, and direct photoexcitation can impose memory of

chirality in radical chemistry.²
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