
Total Synthesis of (-) Pallavicinin and (+) Neopallavicinin
B. Huang, L. Guo, Y. Jia Angew. Chem. Int. Ed. 2015, 54, 13599 - 13602.

OiBu

O

OO

1. (S)-tBu-PHOX
    Pd2(pmdba)3

    PhMe, 50°C

OiBu

O

2. LiAlH4, Et2O
    rt, 30min

    then H2SO4

O
3. LDA, TBSCl,
    HMPA, THF, -78°C

4. Pd(OAc)2, O2, DMSO
    65°C, o/n
    (2 steps) O

Me
5. CH2CHMgBr
    CuBr*Me2S
    -40°C, 5min

6. NaH, MeI, DME
7. SeO2, tBuOOH
    CH2Cl2, rt, o/n O

Me

8. VO(acac)2
    tBuOOH, CH2Cl2
9. DMP, CH2Cl2

10. 2-TMS-furan,
      nBuLi, Et2O O

Me O
TMS

OH
O

11. LiBHEt3, THF, 60°C

Me O
TMS

OH O

12. DMP, CH2Cl2
13. MeMgBr, 
      THF, -40°C
14. mCPBA

15. DBU, CH2Cl2 O

O O

H
O

Me H
Me

O

H
H

O

Me H
Me

O
O

16. LDA, CH3CHO
17. MsCl, Et3N,
      DMAP, CH2Cl2

O

O O

H
O

Me H
Me

O

H
H

O

Me H
Me

O
O

+

Me O
TMS

OH OH
O+ Payne rearrangement

side product under
kinetic control

OH

2)   Hsung, Org. Lett. DOI: 10.1021/ol901860b

1) E. M. Carreira JACS, 1997, 119, 8379.

R2

R1 N

O

S
O2

1. TMSCHN2

nHex:PhMe (1:1) N N

TMS

Xc

OR2

R1 TFA
CH2Cl2

N N
H

Xc

OR2

R1
2. NaCNBH3, MeCN
3. Mg(OMe)2, MeOH

HN N
H

OMe

OR2

R1

pyrazolidinesdr = 9 - 9.51,3-dipolare CA



OH

O

O 1) NaBH4 , MeOH
2) NaIO4, MeOH, H2O

O

O

O PhMe, 150°C O

OO

NaBH4

OH

O

OH NaIO4
O

O

OH
I

HO

OH
OO

O

O

O

Diels Alder

N
Ns

pathway A:

N

CO2Me

O

OMe

Ts
R

N
R

Ts

CO2Me

O CO2Me

ON
OMe

CO2Me

Ns

N
R

Ts

CO2Me

O OMe

[Rh]
[Rh]

O OMe

CO2MeN
R

Ns

N
Ns

reductive 
elimination

Diels Alder

N

O
OMe

CO2Me

Ns
N
Ns

O
H

OMe

N
Ns

Otautomerization

N
Ns

OH

pathway B:

2)   Hsung, Org. Lett. DOI: 10.1021/ol901860b

3) Njardason et. al. Tetrahedron, 2009, 50, 1684.

Adler-Becker Oxidation

Access to the vinigrol core structure




