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Seminar 26/05/2010 : Exercise 1/2 (Marc PRESSET)

1) TOTAL SYNTHESIS

OF (-)-ENGLERIN B

Molawi, K.; Delpont, N.; Ech

1) (+)-DET, Ti(Oi-Pr),

avarren, A. M. ACIE 2010, 3517-3519

TBHP

-40°C, 5h, 99% (e.r.=95:5)
2) CCl, PPh; 80°C, 6h, 84%

HOW 3) n-BulLi, THF, -40°C, 2h, 98%

4) TESOTf, TEA, DCM, rt, 3h, 99%
5) AD-mix-a, t-BuOH/H,O, rt, 10h, 98%
6) NalO,/SiO, DCM, rt, 10h, 99%

> 10 > 11
7) PhaPS g
HO 9) [IPrAuNCPh]SbFg (3mol%) OH O
DCM, rt, 5h, 58% w PhH, A, 2d, 76%
- ‘ N ;
10) TBAF, DCM, rt, 10h, 89% P OSiCl; Ph N
OTBS 11) TBSCI, DMAP, Im, DCM, OTES 8) A ’/O
rt, 10h, 99% 5 o~N N
Ph°
\
(1.2 equiv) (5mol%)
DCM, -78°C, 4h, 91%
12) [CysR_ Py
/'r\ BArS Ph 0
'
=
<_// \/Y
12) CrO3(2,5-dimethylpyrazole)
DCM, rt, 2h, 73% H, (80bar), DCM, rt, 4d, 99%

17
13) WClg, n-BuLi, THF,
0°C to 50°C, 2h, 82%

15) cinnamoyl chloride, DMAP
DMAP, DCM/TEA, 80°C, 4h
16) TBAF, DCM, rt, 6h, 91% (2 steps)

(-)-Englerin B
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2) ABCP CHEMISTRY

A) Allais, C.; Constantieux, T.; Rodriguez, J. Chem. Eur. J. 2009, 15, 12945-12948

NH4OAc (2equiv)

4A MS
activated carbon / O,
_ /o) O O PhMe / AcOH : 4/1
A
\/?Pf N MN/\ -
0”1 OEt
OEt k .0 63%

B) Blanc, R.; Commeiras, L.; Parrain, J.-L. Adv. Synth. Catal. 2010, 352, 661-666
i-Pr - Prj

(5mol% . '
o) TMSSnBuj; (1.05equiv) n-BuLi (1equiv)

o THF, -78°C
THF, 25°C, 1h 1 , ’ 1 ,

60% .
C) Candy, M.; Audran, G.; Bienaymé, H.; Bressy, C.; Pons, J.-M. J. Org. Chem.
2010, 75, 1354-1359.

OMe LDA (70equiv)
\/l[jl\/\ THF, -78°C to -30°C [ f? l f?
. 85% .
Cl o = Ph 0
H ~ H

P) Presset, M.; Coquerel, Y.; Rodriguez, J. Org. Lett. 2009, 11, 5706-57009.

140°C (W) H

? @\ \py, PPMe /0.5 |O
+ 2 —» 2
£ * SgocHo T A N~"H

20%



