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Synthesis of (+)-Allocyathin B, and (+)-Erinacine A

1) pyrrolidine, benzene, rfx

then MVK, rfx

then NaOAc, HOAC (4q), rfx

0 (75%)

3) Proton Sponge, Tf,O
CH,Cl,, =78 °C
(88%)

Y

CH,Cl,
(90%)

7) H,C=C(CH3)CH,CH,MgBr,
CuBr-SMe,, TMSCI

2) EtAICI, (1.5 equiv)

4) Pd(OAC),, PPh;, CO,
DIPEA, MeOH
(85%)

11) 0s0,, KIO,

> A >

B

HMPA, -78 °C 9) Me,AICI, CH,Cl,, —45 °C
(92%) e (87%2) ’ tBu((;;f)lzo
> D > E
8) KO'Bu, Mel, DME, 0 °C 10) i-PrMe,SiCl, im, DMF 12) LIHMDS, PhSeCl, H,0,
(70%) (95%) THF, -78 t0 0 °C

16) Pd(OAc),, PPh3, CO,
DIPEA, MeOH

(72%)

Br®

18) LiAH, Et,0, 78 °C
(89%)

(75%) - H

17) Et;N, MeOH, 100 °C
(94%)

OAc

""0Ac
OAc

20) Hg(CN),, HgCl,, CH3CN

(34%)

5) DIBAL, THF, 0 °C
(97%)

6) MnO,, CH,Cl,
(95%)

13) HOAc, H,0, THF, 45 °C
14) DMP, CH,Cl,
(72% 02s)

- F

- (+)-allocyathin B,

19) MnO,, CH,Cl,

21) K,CO3, MeOH

(94%) (90%)

15) KHMDS, PhNTf,
THF, -78 °C
(75%)

erinacine A




