
20230513  B4M1

Shiyuan Kang, Yinxia Wu, Min Hu, Ying Ma, Xiangdi Huang
Zhen Hao, Xiujuan Li, Wen Chen,* and Hongbin Zhang*

Org. Lett. ASAP doi: 10.1021/acs.orglett.3c01041

O
NHBoc

O O

O

Me Me

NBS (1.2 eq.)
NaOAc (3 eq.)

MeCN/H2O
0 °C to rt

intermediate X

BF3·OEt2
 (1.5 eq.)

DCM, –20 °C
80%

O

O

O
NBoc

O

Me
MeC17H23NO7

N
N

Me

OAc

H

(–)-vinorine

OMe
NBoc

O

N
PMB

1. Tf2O, DIPEA, DCM, –78 °C
2. Pd(PPh3)4, Et3N, HCO2H
    THF, reflux
    94% for 2 steps

3. DIBAL-H (> 2 eq.), DCM, –78 °C
    then A, Et3N, DCM, rt, 88%
4. TMSCl, LiHMDS, THF
    –78 °C to rt
    then 1 N HCl, 88%
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1) I2 (2.0 eq), MeCN/H2O, rt, 75%
2) LiHMDS (1.2 eq), TIPSCl (1.3 eq), –70 °C, THF

3) CF3CO2Ag (2.2 eq), B (1.2 eq)
    –78 °C to rt, CH2Cl2, 48% (brsm, 2 steps)
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1) DIBAL-H (1.2 eq), CH2Cl2, –70 °C
2) BF3•OEt2 (1.5 eq), Et3SiH (1.5 eq), CH2Cl2, –70 °C, 90% (2 steps)
3) Pd(OAc)2 (40 mol%), PPh3 (80 mol%), K2CO3 (2.0 eq)
    MeCN, reflux, 91%

4) hv, O2, Methylene Blue, CH2Cl2, 0–5 °C
5) KO2CN=NCO2K (2.0 eq), AcOH (1.0 eq), Py (5.0 eq)
    MeOH/CH2Cl2, rt, 41% (2 steps)
6) Zn, AcOH, Et2O, rt, 88%
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