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O 1. NaH, dimethyl carbonate
THF, reflux, 90%

2. NaOMe, methyl vinyl ketone
MeOH/tolene, reflux, 65%

3. NaBH4,CeCl3·7H2O
MeOH, –78 °C, 80%, dr >10:1
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4. m-CPBA, DCM, 0 °C, 75%

5. NaBH4, MeOH, rt, 85%
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1) n-BuLi, THF, -78 °C

then A, HMPA, -78 °C to rt, 80%

2) H2, Lindlar catalyst, quinoline
AcOEt, rt, 99%

3) HF·pyridine, THF, -10 °C, 81%
4) DMP, NaHCO3, CH2Cl2, 98%
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1) NaHMDS, B, THF, -30 °C
then K2CO3, toluene, reflux, 73%

2) Grubbs II, CH2Cl2, reflux, 81%

10% K2CO3 aq.

MeOH
rt, 88%
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(2-prrolidone)3·HBr3
DMAP

THF, rt
90%

1) LDA, X, THF
-78 °C, 46%

2) TsOH, toluene, rt
95%

TsN

H

N
H

H

O

MeO

O

C23H32N2O3SC25H31F3N2O4S

N

H

N
H

H

O

nakadomarin A
C23H30N2O3S

X
C17H32O4Si

A B

J. S. Clark*, C. Xu Angew. Chem. Int. Ed. 2016, 55, 4332.


