O

TIPB, 230°C

. > A
Ny 5N g
O _p I 48 h, 92%
MeO |l\\l/|e .
CO,Me Formula: CpsHogN,05 Me Co,Me

*TIPB = triisopropylbenzene

1) FeCls, 25 °C, 2 h,
| N 0.1 N HCI-CF5CH,OH
/ :
2) NaBH,, 90%

B +

Iz

co,Me Et

Catharanthine

COzMe
Anhydrovinblastine

. Boger et al. Org. Lett. 2015 (DOI: 10.1021/acs.orglett.5pb02818)
. Boger et al. J. Am. Chem. Soc. 2012, 134, 13240.
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1. Pd,(dba); (cat.), (S)-t-BuPHOX (cat.)
THF (0.067 M), 3 h, 87%, 86% ee
2. disiamyl borane, THF, 0 °C to rt, 2 h;
o o H,O0,, NaOH, rt, 1 h NO, N3
3. TBSCI, imidazole, DMF, rt, 12 h, 85% (2 steps)

O/\/ >
4. LHMDS, THF, —78 °C, 45 min

then PhNTf,, =78 °C to rt, 12 h, 92%
5. A, [Pd(allyl)ClI], (cat.), Xphos (cat.)
| diglyme, 140 °C, 2 h, 52% I
. AcCl (0.2 eq.), MeOH, rt, 1 h
. MsCl, EtsN, DMF, rt, 5 h then NaNg, rt, 12 h 84% (2 steps)

~N O

CO,Me _

1. O3, NaHCO3; (0.3 eq.)
CH,Cl,/MeOH (4:1), —78 °C, 2 min

then Ac,0, Et;N, 0 °C to 1t, 3 h, 92%
. O,N

2. PPh; (1.1 eq.), MeCN, 70 °C, 3 d

N
3. B, NaHCOj3 70 °C, 6 h, 76% (2steps) O

1 (-)-rhazinilam

If you have a time, propose a synthetic route to give (=)-rhazinilam from Il (literature: 3 steps).

)\& @ACOZK 0B

disiamyl borane B

J. Zhu et al. Angew. Chem. Int. Ed. Early View
(doi: 10.1002/anie.201508906)



