E34: Total Synthesis of (-)-Pallavicinin and (+)-Neopallavicinin

OBu
1) Pdy(pmdba),, (S)-tBu-PHOX 1) TBS-CI, LDA, HMPA

toluene, 50 °C THF, - 78 °C _—[Me

o — 2) LiAlH4, Et,0, RT 2) Pd(OAc),, O,, DMSO, 65 °C o \

Me o/ | then HySO, (25%)
Stoltz-decarboxylative allylation
1) #° “MgBr , CuBrDMS
40 °C
2) NaH, Mel, DME, RT
Me / M Me /
1) DMP, CH,Cl,, RT €oH 1) SeO,, TBHP, CH,Cl,, RT Me
2) A, n-BuLi, Et,0, -40 °C Me 2) VO(acac),, TBHP, CH,Cly, RT Me
O/ o o/ \
Riley-oxidation
LIBHEts, THF B ™S | ™S
Me/mef D Me/hef O N
0°C Me H -0 ';éf; Me ”
B ] C ? IN\_-OH
TMS ® O} 0 Payne-rearrangement OH O
Me/\ O\\ Li BEt3 Li planned late-stage intermediate
Me (o) B - - B
|
O o©
© Ofey, L] Me/mef P Me// \ Me
- - 60 °C Me T, Oy HO |\ H o
o 0) 84% \ [ )-TMS
P OBty L OH O
- - unexpected late-stage
intermediate
B. Huang, L. Guo, Y. Jia, Angew. Chem. Int. Ed. Sparr Group Seminar
N/
2015, 54, 13599-13603. Nl 22.12.2016
X< University

XN of Basel

Reto Witzig



Me// \ Me
Me

H
0
\ | >-TMS
OH o

unexpected late-stage
intermediate

1) DMP, CH,Cl,, RT
2) MeMgBr, THF, -40 °C
3) m-CPBA, CH,Cl,, RT

Me
Me u MeH
O
ol 7O
me X |, OH
(0]
1) DBU, CH,Cl,, RT

2) LDA, CH3CHO, THF, -78 °C
3) MsCl, Et;N, DMAP, CH,Cl,

(-)-pallavicinin

(+)-neopallavicinin

N
X< University

XN of Basel

Sparr Group Seminar
22.12.2016
Reto Witzig



