Deoxyharringtonine

(0] a. NaBH,4, CeCl; MeOH
b. PhSeCl, DCM
>
fo) c. mCPBA A

d. DMP

““\
OJ\

a. HONH;CI, NaOH,
EtOH, H,0, 80%

(o]
b. LAH, HN(CHMe,),
0 THF, 60°C
< -
o Name the rxn in step b. !

Draw the mechanism!

g. Smly, HMPA, tBuOH,

David Y. Gin JACS 2006, 7128, 10370.

(¢}

a. TMSCI, TMS;NH, DCM;
Me3CCHO, TMSOTf, DCM
b. LIHDMS, Me,C=CHCH,Br, THF

HO
WLOH

(o] OH

Name the starting material!

c. A, Et;N, THF, 60°C
d. Cs,CO3, 1,4-dioxane, 100°C

>

Draw the mechanism for d. !
Name the the rxn!

c.NaH, BnOH, THf, 0°C

j.HCI, MeOH

d. 2,4,6-Cl3C¢H,COCI
DMAP, CH,Cl, rt

e HpPdC C

Name the reagent in d.!

e. TMSCHzl, CSZc()3Y MeCN
f. PivCl, AgOTf, DCM;
CH,CHSO,Ph, TBAT, -45°C -->rt

Draw the mechanism or f. !
How does PivCl look like?
What is TBAT?

THF, -45°C k. Boc,0, Yb(Otf);3*xH,0, 0°C;
h. Cp,ZrHCI, THF, 40°C IBX, DMSO, rt
>
i. KHMDS, CBzCl, THF, I. CrCl, acetone, H,0
0°C m. Hy PdC, EtOAc
n. HC(OMe)3 pTsOH, DCM 0. C, 2,4,6-Cl3CgH,COCI
m. NaBH4 MeOH DMAP, CH,Cl, rt
p. NaOMe, MeOH
Cephalotaxine Deoxyharringtonine
Antheridic Acid A. G. Myers, E. J. Corey JACS 1985, 107, 5574.
1. Br
I | 2.Na, NH3, 4. Zn(BHy),
tBUOH 5. TBSCI
—y 4y
MeO Ni(CO)4 40h then Mel C 6. DIBAIH
C02M9
9 tBu\
\N 10. Br2, CC|4
Cu 11. DBU 13. CH3COzH
7. TSNHN=CHCOCI o 12. Et,AICI, 14. LiNEt,,
PhNMe, CH,Cl, DCM, 0°C THF, 0°C
E 2 > F G R ———
8. EtsN name rxn in 14.! 15.
s PhMe, reflux /\NOZ
16. KOH
17. RuClz K5S,0g 19. TFAA 21.NaClO,, tBuOH
18. CH N, 20.DBU, THF 2-methyl-2-buten
H
H hint: 3 things are | J 22. CF3CH,OH, K
happening in 17. e
Name the rxn! |
Z
N
23. TMSCI. EtN name the reagent in 22. !
: , Etg
24. CH,=NMe,* I 26. HF*pyr
25.NaBH, L 27. LiOH
H
28.PCC =
29.NaBH, HO

name the reagent
in 24.!

Antheridic Acid



