TOWARD THE REBIRTH OF THE AROMATIC COPE
REARRANGEMENT
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The Cope rearrangement, discovered in 1940 by Arthur C. Copel, is a powerful and well-studied
pericyclic reaction involving a sigmatropic shift in a 1,5-hexadiene moiety. Yet, its aromatic version
involving one of the alkenes within an aromatic ring has found to be very limited due to the impossibility
to overcome thermodynamic and kinetic energetic barriers. Even if less than fifty papers? were
consecrated to this reaction it has been theoretically studied and was performed using designed
substrate under thermic condition®.

Another way to achieve the rearrangement is the use of catalytic system in order to lower the energetic
barrier and avoid high temperature. In this context, gold catalysis, especially Au', seems to be a perfect
candidate due to its incredible Tr-acidity making it a strong carbophilic acid and has already shown
activity in Cope rearrangement*. We thus demonstrated that, on an engineered substrate known to
rearrange in thermic (> 110°C)5, Au' catalyst drastically decreased the activation barrier of the aromatic
cope reaction. After optimization, we develop an efficient method using 5 mol% of (4-CFsPh)sPAuOTf
in HFIP to perform the aromatic Cope rearrangement on various substrates in milder reaction conditions
than the thermic one (64 - 96 %, 29 examples).
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