E254: Total Synthesis of (-=)-Oridonin

OBn OBn
1) PBr3, DMF 2) 5)
CHCl3 4) CrO3, AcOH
0to70°C 3) Ac,0, DCM, rt

Name for (5)?

CgH140 Name for (1)?

Ph/ Et A|iBU2

2 8 9)
N N 7) TBS& )
Y+ 0.4% NHC-Ag , DMF, 45°C
SO; Ag Et 0.4% CUC|2‘2H20
2 THF, 0°C Name for (9)?
NHC-Ag C7H100 86% ee
| 12) CH3NHOCH;-HCl, 13) DIBAL-H
10) ) "BuLi, THF, ~78 °C THF,~78 °C
TMS >
then DMF/MeOH, 45°C
COZMG
L _ (+)-2

reagent name? structure?

16) EtAICI,
OBn 14) Buli, Et,0,-78 °C DCM/THF = 20:1
oBn __then (+)-2 40 °C 18)
15) PDC, DMF, 0°C to rt 17) TPP, O,, CDClg, rt
Br then Ac,0, pyridine
DMAP, rt
(+)-1
Name for (16)?
Mechanism for (16) (17)?
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E254: Total Synthesis of (-=)-Oridonin

22) RuCl3-3H,0, NalO,, 23) 24) EtAICI,
21) NBS CH3CN/CCly, 0.2 M buffer, toluene
DCM, rt rt, then DBU 0°Ctort
27) 28) DIBAL-H
25) LiAlH,, 26) NalO,4 D%'\g/f’ect:hg rt
Et,0, rt THF/buffer then ~then Red-Al, 1t
10°Ctort then HCl(aq)
29) same as
(27)
(recycle)
30) TPP, O,, CDClg, rt \
then (Boc),0, pyridine, DMAP, DCM, 0°C (-)-4 (a-OH): 21%
then HCl(aq), dioxane
(-)-Oridonin
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