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• Polar and radical variants • Heterocycle syntheses  •Alkene/alkyne functionalization
• Asymmetric arylation • Mild and/or operationally simple

Ar
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The Smiles Rearrangement

X = SO2, NC(O), O, CO2 etc. 
Y = C, N, O, S etc.
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MeCN, rt, 10–20 min
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(2.0 eq.)
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MeCN, rt, 3–5 min

MeCN, rt

Room temperatureQuantitative yields
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Ph
Ph R

SiMe2Ph

R = aryl and alkyl

Cu(OTf)2 (10 mol%) 
PyOx ligand (12 mol%) 

Me2PhSi–Bpin (1.5 equiv)

LiOtBu (20 mol%)
MeOH (2.0 equiv)
TBME, r.t., 16 h

high ee for R = aryl 
moderate ee for R = 1° akyl

but no reaction for 2° and 3° alkyl
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