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(a) NaH, DMF; MTMCI, Nal, 95%; (b) HoNNH,-H,0, THF; NsCl, Py, 50%; (c) 6, PPhs, DEAD, PhH, quant.;
(d) Me,S, TFA, CH,Cly, 82%; (€) PhSH, KoCOg, DMF, 98%.

Table 1
: OMTM N
acid (0.1 eq) “OMTM
CHO R +
solvent BocN®
BocN™ 0
0] . .
desired undesired

solvent acid temp. (°C) dr solvent acid temp. (°C)  dr
CH,Cl,  TFA -78  1:3 , TFA -78 1:1
CH4CN TFA -40 1:4 toluene  Cl2CHCO,H 0 8:1

CICH,CO,H Otort  10:1
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Scheme 3

(a) Garner's aldehyde, cat. CICH,CO-H, toluene, 80% (10:1 dr); (b) n-BuLi, THF, 78 °C; ACECI,
91%; (c) SOoCly, CH5Cly, =78 °C to rt; AcSH, i-ProNEt, 79%; (d) 80% AcOH, THF, 80 °C, 73%;
(e) MsCl, i-ProNEt, CH,Cly, 90%.
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(@) NaNO,, H,S04, CHCN; KI; (b) Fe, FeCly, 1 N HCI, EtOH; (c) TFAA, Py, CHoCl,, 62% (3 steps);

(d) HOCH,CH=CHCH,OTBS (19), DEAD, PPh3, PhH, 90%; (e} Pd(OAc),, BnEtzNCI, EtsN, DMF, 66%;
(f) BocoO, DMAP, CH,Cly; (g) CSA, MeOH, 97% (2 steps); (h) NsNHOMTM (6), DEAD, PPhs; (i) MesS,
TFA, CHCls, 97% (2 steps); (j) PhSH, K-CO3, DMF, 94%; (k) Garner's aldehyde, Clo,CHCO,H, toluene;
(1Y n-BuLi, THF; ACECI, 89% (2 steps), 11 : 1 dr; (m) SO,Cly, CHoClo, =78 °C to rt; AcSH, i-ProNEt,
CHoClo, 95%; (n) 80% aq. AcOH, THF, 61%; (o) MsCl, -ProNEt, CHyCly, 98%; (p) KoCOs, MeOH,
reflux, 65%; (C]) BBr3, CH,Cl,, 78%.
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Scheme 5

(a) BugSnH, AIBN, CH5CN, reflux; HCI; (b) allyl bromide, KoCOg, TBAI, acetone, reflux;(c) TMSCI,
Nal, CH3CN; (d) Tf,0, pyridine, CH,Cly; (e) ArB(OH),, Pd(PPhg)s, NaHCO3, dioxane/H0, reflux;
(f) CO, PdCl,(dppf), EtsN, MeOH/DMF, 80 °C.
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