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Scheme 1. Asymmetric Total Synthesis of Caulamidine A (1) BT
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“incredibly challenging”(')mwmu‘) optimized using HAT conditions

10b caulamidine A(1)

Entry Conditions Reaction Products ®_ |
1 TFA, EtySiH, DCM 10b ; |
2 Hp, PtO,, ACOH/EIOAC 10D, 9 (14%), 1 (6%) M
3 Fey(ox)s, NaBH,, EtOHH,0 1 o
4 Colacac),, EtsSiH, 1,4-CHD, TBHP, n-PrOH, air 10b : N
5 Fefacac)y PhSiH, PhSH, EIOH 10b :
6  Mn{dpm)s, PhSiHy, TBHP, FPrOH 10b
72 Mn(dpm)s, Ph{-PrO)SiHp, TBHP, +PrOH 10b, 1 (trace)
c .
8 Mn(dpm)s, Ph{PrO)SIHz, TEHP, HPrOH AL iL L 22 (dir. = 5.7:1) 23 (dr. = 1.3:1) 24
8¢ Mn{dpm),, Ph(-PrO)SIH, JPRSHY-PrOR 10D (62%),1(12%) |

10° Mn{dpm)s, Ph(/-PrO)SiH,, PhSH, g(oméimou 10b (24%), 1 (48%)
Ylelds determined by 'H NMR enalysis. 2Mn , sitane (2 equiv.), TBHP (2 :
equiv.). Ml ﬁ silane (4 equiv.), TBHP (2 equiv.). IMn" (2 equiv.), silane :

(2 equiv.), PhSH (2 equiv.). “Mn™ (10 equiv.), silane (10 equiv.), PhSH (10 equiv.), :
B(OiPr)a (2 equiv.), with ag. NH,OH workup. fisolated yield. TFA = trifluoroacetic
acid, TBHP = tert-butyl hydroperoxide.
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N suggest intermolecular HAT pr(-)ceés'




