
O

1) PBr3, DMF
    CHCl3
    0 to 70 ºC Br

CHO
2) NaH2PO4, H2O2, 
    NaClO2, CH3CN/H2O
    0 to 30 ºC (Pinnic Ox.)
3) K2CO3, CH3I, DMF, rt

60% 67% (2 steps)

Br

CO2Me

Br

CO2Me
O

4) CrO3, AcOH
    Ac2O, DCM, rt

45%, 67% brsm
Br

OH OH5) (S)-CBS
     BH3·SMe2
     THF, −40 °C

Br

OBn OBn

6) NaH, BnBr
   THF, 30 °C

O

TBS 8) ICl, diglyme
HFIP, 40°C

O

I
9) Pd(MeCN)2Cl2
    TMSCH2ZnBr
    DMF, 45°C

O

TMS

10) NaHMDS, diglyme
then Comins’ reagent
   tBuOMe,−78 °C

CO2Me

TMS

CHO

TMS

12) CH3NHOCH3·HCl, 
    nBuLi, THF, −78 °C

OBn

Br

OBn

OBn OBn

O
TMS O

CHO

HBnO OBn

H

O

BnO OBn

H H

BnO OBn

H O

HO
H

H
H

14) tBuLi, Et2O,−78 °C
    then (+)-2
15) PDC, DMF, 0°C to rt

16) EtAlCl2
    DCM/THF = 20:1
    40 °C
17) TPP, O2, CDCl3, rt
    then Ac2O, pyridine
    DMAP, rt

18) RhCl(PPh3)3
    toluene, reflux

19) vinyl bromide
   tBuLi, − 78 °C
20) mCPBA
    NaHCO3
    DCM, 0°C

O

7) 
0.4% NHC-Ag
0.4% CuCl2•2H2O
THF, 0°C

N N

Ag

Ph

SO3

Et

Et
2

NHC-Ag

TBS

AliBu2

11) Pd(OAc)2, PPh3, CO
   Et3N, DMF/MeOH, 45°C

OTf

TMS
TMS

NO
OMe

13) DIBAL-H
    THF,−78 °C

(+)-1

(+)-2
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BnO OBn

O

O

H

H

H
Br

H

BzO OBz

O
H OH

OH

H
21) NBS
    DCM, rt

22) RuCl3·3H2O, NaIO4,
   CH3CN/CCl4, 0.2 M bu!er,       
   rt, then DBU

BzO OBz

O

O

H

H

H

H

BzO OBz

O

O

H

H

H

H

OH
OH

23) OsO4
   NMO
  acetone/H2O
  40°C

24) EtAlCl2
    toluene
    0°C to rt

OH

OH
OH

OHH OH
OH

H
OH25) LiAlH4,

   Et2O, rt
26) NaIO4
     THF/bu!er
     10°C to rt

OH

OHH

H
OH

OH
O

27) pTsOH
    Me2C(OMe)2
    acetone, rt
   then NaHCO3
   DMP, DCM, 0°C

O

OH

H
O

O
O

28) DIBAL-H
    DCM/ether
    −100 °C to rt
    then Red-Al, rt
    then HCl(aq)

OH

H

H
OH

OH
O

30) TPP, O2, CDCl3, rt
    then (Boc)2O, pyridine, DMAP, DCM, 0°C
    then HCl(aq), dioxane

OH

OHH

H
OH

OH
O

(-)-Oridonin

O

OH

H

H
OH

OH
O

OH

OH

(-)-3 (β-OH): 56%

(-)-4 (𝞪-OH): 21%

29) pTsOH
    Me2C(OMe)2
    acetone, rt
   then NaHCO3
   DMP, DCM, 0°C


