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Total Synthesis of (–)-Lycoposerramine-S 07.02.2018

1. n-BuLi, THF/DMPU
then TBSO(CH2)3I

2. Cp2ZrCl2, DIBAL-H
THF

then I2

3. n-BuLi, Et2O
then 1

O

OMe

1

4. TPAP, NMO
CH2Cl2

OH

NH2

5. phenyl bromo-
acetate, DIPEA
THF 6. C, PhMe, reflux

7. Red-Al, PhMe
8. H2, Pd(OH)2/C,

Boc2O, EtOAc

9. methoxyacetyl
chloride, TMEDA

then ClCH2SO2Cl,
TMEDA, PhMe

then K2CO3, MeOH, reflux

10. ClC(S)OPh, DMAP
MeCN

11. V-70, HSi(TMS)3
PhMe, 50°C

then CSA, MeOH

V-70 = 2,2'-azobis(4-methoxy-2,4-dimethylvaleronitrile)

12. MsCl, TMEDA
CH2Cl2

HN
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N
Me
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(–)-lycoposerramine-S

13. p-NsNH2, Cs2CO3,

TBAI, DMF
14. PhSH, Cs2CO3, MeCN
then HCHOaq, NaBH(OAc)3

15. TFA, CH2Cl2
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a. [IPrAuNTf2] (5 mol%)
CH2Cl2, 28°C

b. HOTf (5 mol%)
CH2Cl2, 0°C
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