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Reagents and Conditions: (a) TMSOTS, (TMSOCH,),, isoprene, CH,Cl,, —78 °C; (b) FeCly/SiO,, acetone, 1t, 67% (2
steps); (¢) HONH,-HCI, NaOAc, MeOH, 73% (3 steps); (d) MoO;, NaBH,, MeOH, rt; (¢) NsCl, Et;N, CH,Cl,, 65%
(2 steps); (f) TMSCH,I, K,CO,, DMF, 90 °C, 65%; (g) O;, MeOH/CH,Cl,, —78 °C; Me,S, to rt; (h) PPTS, MeOH,
66% (2 steps); (i) TBSOTT, Et;N, MeCN, rt.
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Reagents and Conditions: (a) O;, MeOH/CHzClz, —78 °C; Me;,S; (b) Mel, Cs,CO;, MeCN, 34% (2 steps); (c) n-BuLi,
MeP(O)Y(OMe),, THF, —78 °C, 71%,; (d) TFA, CHCI3/H,0, 86%; (e) PhSH, Cs,CO3, MeCN, rt to 50 °C; CbzCl, 98%;
(f) NaH, THF, 0 °C to rt, 61%.(g) TBSOTT, Et;N, MeCN, rt; NBS; (h) Et,AICN, benzene, rt, 69% (2 steps); (i) CAN,
MeCN-H,0, tt; (j) KO#-Bu, THF, 0 °C, 70% (2 steps).
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Reagents and Conditions: (a) BnNH,, NaBH(OAc) 3, DCE, 50 °C, 99%; (b) ag HCHO, AcOH, SiO,, 60 °C, 94%; (c)
H;, Pd/C, MeOH, rt; Boc,0O, 94%; (d) CHBr, i-PrOH, BuNE;Cl, ag NaOH-CH,CL, 0 °C to 1t, 65%; (¢) TFA,
CH,Cl,, tt; () pyridine, reflux, 96% (2 steps);.
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Lyconadin A (1)
Reagents and Conditions: (a) #-BuLi, THF, —78 "C; Trisyl azide; AcOH, rt, 75%; (b) aq HCI, 1,4-dioxane, 60 °C,
92%; (c) 27, NaH, THF, 0 °C to rt; HCI, MeOH, 40 °C, 90%.
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Reagents and Conditions: (a) 28, CsF, THE, rt, 36%; (b) aq NH,, reflux; (c) neat, 160 °C, 42%.
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Scheme 8
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Reagents and Conditions: (a) aq HCI, HCO,H, rt to reflux, (b) TsSNHNH,, NaOAc, DME-H,0, 85 °C, 63% (2 steps);
() Bocz0, CH,Cly, 96%; (d) mCPBA, CH,Cl,, 1t, 43%; (e) 27, NaH, THF, 0 to 40 °C; HCI, MeOH, 68%.
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