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Merging organo- and gold-catalysis by sequential catalysis is a highly valuable approach for the
synthesis of chiral complex molecules.! We will disclose a route to functionalized chiral heteroatomic
polycyclic compounds leveraging these two unfriendly catalytic cycles in a one-pot sequential process.
a-Heteroaromatic-y-butyrolactones have been engaged in a highly stereoselective Lewis base
asymmetric allylic alkylation with alkyne functionalized Morita-Baylis-Hillman (MBH) carbonates.
Gratefully to the low Lewis base catalyst loading, subsequent gold catalyzed Friedel-Crafts alkylation,
entailing the formation of fused polycyclic compounds, can proceed efficiently leading to structurally
complex products in high enantiomeric ratio (Scheme 1.A).

These chiral polycyclic skeleton enable the Intramolecular Diels-Alder (IMDA), which provides a
straightforward approach towards interesting tricyclo[3.2.1.027]octene? scaffolds containing five
stereocenters, including two quaternary® (Scheme 1 B).
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