
2) DIBAL (1 eq.), Et2O

then vinylMgCl, THF

4) MsCl, NEt3, CH2Cl2
5) O3, CH2Cl2/MeOH
then NaBH4

21) ethene (70bar)
CH2Cl2, 70 °C

22) TBSOTf, 2,6-lutidine
CH2Cl2

Total Synthesis of ( )-Lepenine

PPh3, DEAD, PhMe

8) TFAA, TFA, CH2Cl2
9) vinylMgCl, THF

12) methacrylic acid, DCC,
DMAP, CH2Cl2

13) BHT, PhCN, 160 °C

14) BH3·THF, THF
then MeOH, H2O2, NaOH
15) DIBAL, CH2Cl2

16) EtNH2·HCl, NEt3
AcOH/MeCN

then NaBH(OAc)3
then NaOHaq

then AllocCl

19) KOH, MeOH
then NaBH4

20) AcCl, MeOH, methyl red
then PhI(OAc)2

Y. Nishiyama, Y. Han-ya, S. Yokoshima, T. Fukuyama, J. Am. Chem. Soc. 2014, 136, 6598–6601.

3) MeC(OEt)3,
4-O2NC6H4OH (5 mol%)
reflux, 9d

17) DMP, CH2Cl2

23) SmI2, MeOH/THF
24) Red-Al, PhMe

25) BH3·THF, THF

then NaBO3·H2O

26) DMP, TFA, CH2Cl2

27) HCO2Et, KHMDS, PhMe
then HCHOaq, THF

( )-lepenine

26.10.16

MeO2C Me

OH

OMe

OH ,

1)

OMe

O

Me

OH

OMe

OH
6) PivCl, py, DMAP
CH2Cl2

7) LiOHaq, THF/MeOH

OMe

OMs

OPiv

10) AgOTf (5 mol%), PhMe
11) DIBAL, CH2Cl2

OMe

OMs

OH

OMe

OMs

OMe

O

H

OMe

OMs

Me

H

OH
H

OHNEt

Alloc

EtO2C
HO2C

18) Pd(PPh3)4
AcOH/CH2Cl2

OMe

OMs

N

Et

Me

H

O

O

N

Et

Me

H

OTBS OMe

OMe

O

N

Et

Me

H

TBSO
HO

H

28) NaBH4, CeCl3·7H2O, MeOH
29) TBAF, THF

N

Et

Me

H

HO

H
HO

OH



Concise Total Synthesis of ( )-Mersicarpine

Y. Iwama, K. Okano, K. Sugimoto, H. Tokuyama, Org. Lett. 2012, 14, 2320–2322.

O

Ph

Me

NH2

1)

PhMe, reflux

2) methyl acrylate
3) AcOH, MeOH/H2O

O

MeO2C

4) PhNHNH2, MsOH
MeOH, reflux

CO2Me

N

H

5) DDQ, THF/H2O

6) NH2OH·HCl, py

CO2Me

N

H

N

OH

7) DIBAL (8 eq), CH2Cl2
then NaOHaq, CbzCl

N

H

CbzN

OH

8) TPAP, NMO, MeCN

9) H2, Pd/C, EtOAc
then air
then Me2S

N

CbzN

O

N

N

O

OH

( )-mesicarpine

,


