Total Synthesis of Dihydroajaconine and Gymnandine

08.02.17
X.-H. Li, M. Zhu, Z.-X. Wang, X.-Y. Liu, H. Song, D. Zhang, F.-P. Wang, Y. Qin, Angew. Chem. Int. Ed. 2016, 55, 15667—15671. -
1. Acz0, NEt; DMAP H 4. PhyPCH3Br, KOt-Bu, THF (\I oM
Me a2 NS, - MNaPLAgBr, ROEBU, Me e
% %i’OH OMOM CH,Cl, Me O 5.PPh I, im, PhH | § ! | = S S OMOM
N/ > > OAc > N/ H
) 2. Nal, AICl3, MeCN/CH,Cl, r;l )
CO,Me 3. DMP, CH,Cl, CO,Me CO;Me
6. 1, n-BuLi, THF 1
then B S
7. HCleone, MeOH
10. H,, Pd/C, EtOAC 8. PhI(OAc), NaHCO;
Me 11. PhyPCH3Br, KOFBU e R MeOH Me R OMe
THF O 9. Sml, THF/MeOH = OH
~ o - ~ R - e
N 12. DMP N NT R
CO,Me MeCN/CH,Cl,/H,0O CO,Me COZMe
13. NaBH4, MeOH R= —S(CH2)3S—
14. KOH, NoH,H,0
MeOH/H,0, pW
15. 2, DMAP, MeCN
OH
Me Me Me
> 16. NaNO,, CuCl (cat.) T \ 17. Et3SiH, BF3 OEt,
N OH HCI/Et,0, acetone, rt OH CH,Cl, A
> NT O + HO” °N > N~ OH
o 18. SeO, t-BUOOH
o o CH,Cl, o
H,N
1.1 : 1
19. [Cp,Zr(H)CI], THF, rt
20. Br(CH,),0H, Cs,CO;4
(" D MeCN
(0]
(0] OH
/& Me
N (0]
H N/ OH
2 HO\)
|\ J

dihydroajaconine



Me
21. [CpoZr(H)CI]
N/‘o THF, rt Me
—_—
(o]
Me

N
I

Et

gymnandine

/)OH

OH

22. AZADO, CuCl,
bpy, DMAP, O,
MeCN/CH,Cl, rt

>

23. Smly, THF, reflux

then AcCl, NaHCO3 4.
CH,Cly, rt

AZADO = 2-azaadamantane N-oxyl
bpy = 2,2"-bipyridyl
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