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Constructlon of isopropenyl moiety « Intramolecular Diels-Alder reaction
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Reagents and conditions: (a) AcCl, MeOH, reflux; (b) CICO,Et, NaHCO;, H,0, 1t, 95% (2 steps); (c) NaBH,, CaCl,,
THF-EtOH, rt; (d) K,COs, toluene; reflux, 94% (2. steps) (e) NalOy, MeOH- -H,0, 0 °C, 99%; (f) CaCOs;, 0-Cl,CsHy, 170.°C,

84%:; (g) 5-bromopenta-1,3-diene, NaH, DMF, rt, 92%; (h) BHT, 0-Cl,CsH,, 160 °C; recryst., 58%; (i) NaOMe, MeOH, rt,
99%; (j) TBSCI, imidazole, DMF, 1t, 94%; (k) OXONE, NaHCO;, acetone-H,0, 0 °C, 96%,; (1) PhSeSePh, NaBH,, THF,
65 °C; 30% H,0; aq., 65 °C; (m) MnO,, CH,Cl,, tt, 55% (2 steps); (n) MeMgBr, THF, 0 °C, 85%; (o) O3, MeOH-CH,Cl,,
—78 °C; NaBH,, —78 °C to 1t, 93%; (p) CH(OCH3),;, PPTS, THF, 1t; (q) Ac,0, reflux, 64% (2 steps).
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« Intramolecular substitution * Reduction * Intramolecular 1,3-cycloaddition
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Reagents and conditions: (a) methyl crotonate, 130 °C; (b) LiAlH,, THF, rt; 1N HCI aq., rt, 74% (2 steps); (c) TBSC],
imidazole, DMF, rt, 94%; (d) LDA, Ac,O, THF, -78 °C, 85%; (¢) TBAF, AcOH, THF, 1t, 88%; (f) 19, TiCl,, MS4A, DCE,
80 °C, 83% (dr = 4.5 : 1); (g) mCPBA, CH,Cly, 1t, 73%; (h) Zn, sat NH,Cl aq., MeOH, rt, 68%; (i) MsCl, Et;N, CH,Cl,, 1t,
94%; (j) O3, CH,C1,-MeOH, -78 °C; Me,8, rt; (k) TMSCHN,, CH,Cl,-MeOH, 0 °C; (1) NaBH;CN, AcOH, THF, rt, 25% (3
steps); (m) MsCl, Et;N, CHyCl,, rt, 74%; (n) MsOH, MeOH, rt, 63%; (0) TCDI, CH,Cl, rt, 76%; (p) AIBN, Bu;SnH, toluene,
90 °C, 54%; (q) Nal, toluene, 60 °C; DBU, reflux, 70%.
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Reagents and conditions: (a) 30% H,0, aq., 4N NaOH aq., MeOH, 0 °C, 89%; (b) c.H,SO,, THF-H,0, reflux; (¢) NalO,,
iPrOH-H,0, rt; (d) I, KI, NaHCO;, CH,Cl,-H,0, 0 °C, 65% (3 steps); (e) NaClO,, NaH,P0,*2H,0, 2-methyl-2-butene,
t-BuOH-THF-H,0, 0 °C, 87%; (f) DPPA, Et;N, toluene, rt; 110 °C; MeOH, 75 °C, 78%; (g) LHMDS, BrCH,CO,-Bu, THF,
—-78 °C, 82%; (h) Zn, AcOH, EtOH, 0 °C; (i) DEPC, Et;N, CH,Cl,, rt, 60% (2 steps); (j) LiAIH(O#Bu);, THF, 0 °C; (k)
PPTS, MeOH, 0 °C, 79% (2 steps); (1) TMSCN, BF;+Et,0, CH,Cl,, —60 °C; (m) NaOH, H,0, reflux; recryst., 69% (2 steps).
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