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The construction of nitrogen-containing quaternary carbon stereocenters (α-tertiary amines) remains a challenge in synthetic chemistry and has emerged as a key driver for method development (1). The ring-forming reactions described herein start primarily from nitroso and alkene groups, which are two readily accessible motifs in organic synthesis. To develop a practical strategy for accessing diverse α-tertiary amines embedded in ring systems, we have developed nitroso-ene (NE) and nitroso-Diels-Alder (NDA) reactions for constructing the complex ring systems found in bioactive natural products (2,3). Selected examples from our laboratory, including hinckdentine A, madangamine A, and erythratidines, are presented in Figure 1.


Figure 1. Selected alkaloids via nitroso-based cyclization
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