AS pidophyti ne E. J Co €Y (from ,Classics in Total Synthesis II” by

Nicolaou and Snyder)

CH3NO,,
S _NO, 1) Fe, AcOH, POCI3, DMF, 35 °C NH.OAG
2 silicagel, toluene, then NaOH A 14h :
A :
> ’ —_—
MeO NO, 2) Mel, KOH 2 92% 3 92%
’ ’ ?MECHANISM?
OMe n-BugNI
66%
LAH,
THF, A, 1h
88%
4 - g 5
MgBr 1) catecholborane,
TMS AL again an a,p-unsat. DCM, -78 °C
0 ketone (94%, 97%ee) ?named reaction?
Br CeCl3, THF, 2) 5% Na(Hg), DA TBSCI
°C: + MeOH, 23 °C , ’
0°C; thenH 6 N 7 THF -78 °C. 8
> > -
o 3) Ac0, Et3N, then A, AcOH;
MeO 82% 4-DMAP ’ ’
(79% 2 steps)
mechanistically,
what's DMAP
good for?
iPrOH, EDC 1) 0sO4, NMO,
4-DMAP acetone/H,0O
(57 % o0.a.) B} 9 2) NalOy, 23 °C 10

(53 % o.a.)



cyclization
—_—

10

13

16

MeCN, 23 °C
5min;
—_—
then TFAA,
0°C, 2h

NaBH,CN

(66% o.a.)

1) OsO4 (1 eq.), DMAP,
(2 eq.), tBUOH/H0,
NaSO4

2) Pb(OAc)s, AcOH,
DCM, -20 °C
(70% o.a.)

Y

11

14

17

cyclization

1) NaOH, EtOH, 75 °C
2) K3Fe(CN)g, NaHCO5
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(-)-Aspidophytine (1)




