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Reagents and Conditions: (a) BnBr, K,CO;, CH;CN, 96%; (b) MeSCH,S(O)Me, Triton B, THF, reflux, 88%; (c) HC
gas, MeOH, 97%; (d) ferz-butyl acrylate, K,CO,, DMF, 80 °C, 81%; (e) H,, Pd/C, EtOH; (f) MsCl, Et;N, CH,Cl,, 93% (2
steps); (g) TFA, CH,Cl,, reflux; (h) SOCL,, CH,Cl; (i) AlCL, CH,Cl,, 0 °C, 54% (3 steps); (j) Tf;0, 2,6-lutidine, CH,Cl,
reflux, 90%; (k) tri-tert-butyl(vinyl)stannane, Pd(PPh;),, DMF, 80 °C, 80%; (1) DIBAL, CH,CL, 78 to 0 °C, 82%; (m)
methacrylic acid, DCC, DMAP, CH,Cl, reflux, 91%; (n) hydroquinone, o-dichlorobenzene (0.01 M), 160 °C, 89%.
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Reagents and Conditions: (a) DIBAL, CH,Cl,,—78 °C, 69%; (b) KOH, MeOH, reflux, 95%; (c) PhI(OAc),, MeOH; d)
chloro(dimethyl)vinylsilane, 2,6-lutidine, DMF, 1t to 80 °C, 53% (2 steps); (¢) NaBH,, THF, 79%; (f) MsCl, Et;N,
CH,C,; (g) TBAF, THF, 77% (2 steps); (h) TPAP, NMO, MS4A, CH,Cl,, 53%; (i) HONH, HC], AcONa, MeOH, 50%.
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Scheme 4

Reagents and Conditions: (2) mCPBA, NaHCO,, CH,Cl,, 0 °C to rt, 53%; (b) (COCI),, DMSO, CH,Cl,, 78 °C; Et;N;
t, 74%.
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Reagents and Conditions: (a) HNO,, AcOH, tt; (b) TBDPSC, 2,6-lutidine, THF/DMF, 1t, 42% (2 steps); (c) +-BuOK, Me,SO,,
THF/DME, tt, 96%; (d) TBAF, THF, t; (€) MsCl, Et,N, CH,CL, 60% (2 steps); (f) DIBAL-H, CH,Cl,, 78 °C; (g) TPAP,
NMO, MS4A, CH,Cl,; (h) Ph,P=CHCO,EY, toluene, 1t, 61% (3 steps); (i} Zn, AcOH, CH,Cl,; (j) HCO,H, Ac,0, CH,CL, 0 °C;
(k) POCL,, Py, CH,Cl,, 0 °C, 65% (3 steps); (1) n-Bu,SuH, AIBN, CH,CN, reflux; I, rt, 80% (2 steps); (m) DIBAL-H, CH,Cl,,
0 °C; (n) DHP, CSA, CH,CL,; (0) Boc,0, DMAP, CH,CN, 94% (3 steps); (p) BnPd(PPh,),Cl, Cul, (2-furyl),P, methyl
2-(tributylstannyl)acrylate, DMF/HMPA, 80 °C, 63%; (q) CSA, MeOH, 1t, 98%.
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Reagents and Conditions: (a) | M KOH, MeOH, 50 °C; (b)
AllyIBr, K,CO3;, DMF, 82% (2 steps); (c) NaH, TrocCl,
DMAP, THF/DMF; (d) mCPBA, aq. HC1O4, MeOH, 50 °C,
80% (2 steps); (e) Zn, aq. KH,PO,, THF; (f) 1 M KOH,
MeOH, 50 °C; (g) AllylBr, K,CO;, DMF, 81% (3 steps).
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Scheme 9

Conophyllidine (22) (R = A) d
Conophylline (21) (R = -O)

Reagents and Conditions: (a) mCPBA, CH,CL, 0 °C; (b) 39 or41, TFAA, CH,Cl,, 1t, 55% (2 steps to 44), 52% (2 steps to 45);
() Pd(PPh,),, pyrrolidine, CH,Cl,, tt, 72% 46, 76% 47; (d) LDA, THF, 78 to 0°C,67%22,72% 21.
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Reagents and Conditions: (a) K,CO,, MeOH, 60 °C, quant; (b) TCDI, CH,CN, 80 °C, 86%; (c)
1,3-dimethyl-2-phenyl-1,3,2-diazaphospholidine, o-dichlorobenzene, 160 °C, 91%; (d) BBr;, CH,CL, <78 to 0 °C,
95%; (e) MsCl, Et;N, CH,CL,, 0 °C, quant.; (f) KMnO,, H,SO,, THF/H,0, -78 °C; (g) 1 M HCl, 1,4-dioxane, 60 °C,
90% (2 steps); (h) (PhSe0),0, benzene, reflux; aq. NaHCO;, 84%; (i) NaBH,CN, AcOH, MeOH, 60 °C, 69%.
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