
O

SiMe3

I
Boc
N

N

Cl

NTf2

N

O
H

O

A: C24H39NO4 B: C24H37NO3

C: C21H33NO3

OH

O

N
OHO

O

O

N
O

O

O

HO

H

O
OHO

O
O O

O

N
O

A

1) TiCl4,

- 78 ℃, CH2Cl2
then CH3CHO
(70%)

2) IBX, ethtyl acetate
    reflux, 3 h
3) Cs2CO3, DMF, -15 ℃

(68% for 2 steps)

1)

KHMDS (1.1 + 0.55 + 0.25 eq.)
THF, -78 ℃, 4 h (85%)

2) pyridine, 60 ℃ (99%)

Grubbs 2nd catalyst
(20 mol%), DCE, reflux
24 h

then H2 (10 atm)
70 ℃, 16 h (52%)

1) BH3・THF (10 eq.), THF, 50 ℃
    8 h, then MeOH, (100 eq.), 
    0 ℃ to rt, 1 h, then evaporation

    then IBX (10 eq.), EtOAc, 24 h
2) 0.5 M HCl, aq. HCHO (20 eq.)
    EtOH, 0 ℃; then reflux, 48 h
    (64% for 2 steps)

13C NMR: 210.0, 
208.0, 155.7 ppm

13C NMR: 207.9, 
155.7 ppm

(+)-Lycoflexine

J. Ramharter et al. JACS ASAP

for MC, DC

(2 eq.)

1. TBSCl
2. O3 then piperidine
    (40%, 2 steps)
3. NaClO2
4. EtNH2, FMPT
    (73%, 2 steps)

5. n-BuLi (2 equiv); A
6. HCl
7. TBAF (56%, 3steps)
8. hv, 17%

crinipellin A

Chen, P.; Carroll, P. J.; Sieburth, S. McN.  Org. Lett. 2010, 12, 4510.

(FMPT = 2-fluoro-1-methyl-pyridinium tosylate)


