
Synthesis of Nakiterpiosin
Shuanhu Gao, Qiaoling Wang, and Chuo Chen*

OH

O O

O

O

O
O

Br

Me

Me OTf
Me

OH

Me
Br

Me
Br

OTBS

OH

O
O

Me

Me
Me3Sn

OTBS

O
O

Me

Cl Cl

Me

OH

O
O

Me

Cl Cl

O

Br

Me

H
H

HO

O

O

Nakiterpiosin (1)
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a) CDI, NH(OMe)Me, 74%

b) Ru-[(S,S)-TsDPEN]
HCOONa, H2O
(Noyori reduction),
87%, 91% ee
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d) Me2AlCl, 71%
e) DMAP, ArSO2Cl, 100%

c)

f) OsO4, NMO, 89%h) PhNTf2, KHMDS, 96%
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a) Ti(OiPr)4, (-)-DET, tBuOOH, 4A MS
98%, 92% ee

b) TBSCl, imidazole, 97%
c) (Ar'O)2AlMe, 79%, 71% ee
(Yamamoto epoxide rearrangement)

O OTIPS
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d)

Bi(OTf)3, 76%,
dr 11:1, 60% ee

e) H2, [cod)Ir(PCy3)(Py)]PF6
(Crabtree's catalyst), 97%, dr 6:1

f) Dess-Martin
periodinane, 98%

g) NaBH4, 93%

h) TBSOTf,
2,6-lutidine, 93%

i) HOAc, 76%

j) Dess-Martin
periodinane, 91%

k) Cl2, NEt3

l) Pd(PPh3)4,
Me3SnSnMe3, 50%

m) CO, CuCl

Pd(PPh3)4, 62%

n) h nm
o) iPr2NH,
60% for two steps
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p) TFA
q) NaIO4
r) BF3.OEt2, Et3SiH,
44% for three steps

s) TBAF, 79%

single
diastereomer

S stereochemistry

g) LiBr, acetone, 62%

R stereochemistry

anti-anti-trans
configuration

syn-syn-trans
configuration
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