Enantioselective synthesis of an
ophiobolin sesterterpene via a
programmed radical cascade
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Total synthesis of an ophiobolin sesterterpene
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Synthesis of reagent for radical polycyclization
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Formation of 5-8-5 fused ring systems
radical polycyclization

(o)
Me
N : Me
) TBSO™ & i Ve
. , 13
15 [X-ray] F CuCl/ipy H DIBAL/ | I Ir(ppy)3 EtgN HDIBAL/ | J TMS,SiH
I" EtOH, A n-BuLi DMSO, hv n-Buli | 3,5-CF,PhSH
43% 70% 57% 70% Et,B/air, 74%
HO CI o cl
HO F Cl 0}
: H 5 G NaBH, o
-— Me
MeOH/THF
Ll Me  60% TBSO"] Me

15 14 16 (+ 10% 17 + 15% Aq4.15 alkene) 17



