Total Synthesis of Vilmoraconitine
J.Ji, J. Chen, S. Qin, W. Li, J. Zhao, G. Li, H. Song, X.-Y. Liu, Y. Qin, J. Am. Chem. Soc. 2023, 145, 3903-3908.

OH OH oH OH Me 7) +BuOK, Mel
0 4) NaH, Mel \ O 8) EtNH,*HCI
(I) Br OMe OMe 2)PIDA, MeOH OMe 5) TBAF OHC o OMe then NaBH;CN
1) nBuLi 3) mesitylene, 180 °C 6) IBX then NaOH (aq.), (Boc),O
—_— —_—
/& * > TBSO N TBSO
TBSO N \ OMe \ OMe
Me a) DMP a-OH
e b) NaBH(OMe)3 ( 3-OH Me Me
\
Me Me Me
Me CO.Me 14) LDA, Mander's reagent \ \ 9) LAH Me\ (o]
\ 2 15) Cs,C0O5, MVK M (o) M (o] 12) O4; FeSO, 7H,0 Me (0) 10) p-TsOH o
Me O (OH ~__ 16) KHMDS e 13) TFA e __4-methoxybenzenethiol 11) Smi, Me OMe
- - | o = T 0
(o) &
N N CHO OMe
E Et Boc” | Boc” | Boc”]l
t Et Me Et Me
17) TiCl,, MeOH
18) LAH
19) AZADO, CuCl,
bpy, DMAP
CN CN CN
Me\ CHO 20) (Et0),P(0)CH,CN, LDA Me\ — Me\ — Me\
0 /oH 21) TMSOTf (o) [e] then mesitylene, 150 °C lo]
Me OMe 22) I,, NaHCO, Me 23) TMP, TBSOTf Me then p-TsOH Me
> r
(o] OTBS o
N OMe (o) N (o) N (o) N
Et Et Et Et
24) NaBH,
25) t-BuOK, Mel
Hints:
- compound F is a bicycle (o] (o} CN
Me\ 27) LAH Me\ Me
. . 28) AZADO, CuCl, 26) LDA, O,
Additional tasks: lo) 0 (o]
- please provide a mechanism for step 12 Me OMe - bey. DMAP Me OMe -« fhen SnCly NazC0s (aq) Me OMe
- please provide a mechanism for step 26
N (0] N (o) N
Et Et Et

vilmoraconitine



