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Scheme 1. Synthetic plan of talatisamine (1) utilizing radical-poler crossover reaction
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Scheme 2. Structure determination of three-component adduct
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Scheme 3. Attempted synthesis of tetracyclic compound 18
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Scheme 4. Synthetic plan of talatisamine (1) utilizing 7-endo radical cyclization
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Scheme 5. Preparation of carboxylic acid 29, and its radical coupling reaction with cyclopentenone
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Scheme 6. Radical cyclization of the seven-membered B-ring

OH OTBS OAc OTBS OAc oTBs  9BBN; OAc OTBS
. Ac,0 L 1. NaH, CSy; o o l
NjBoc pyridine Mel, 90% NjBoc - CO|
: 86% : EpN Sz
HO™ HO 2 -SnPhs A= PAChH(dppf)
“OoMe SoMe  V-40, 36% “OMe AsPhz, H,0
27b 32 33 53%
OH OTBS
o l, J\ 1. (COCI), Phen, 1,4-DCB
KOH TN\g DMSO; Et;N hv (Hg lamp)
J ocC — 5
56% N 2. NaClO, 65% N
H: NaH,PO, : Az
SOMe  71% (2 steps) “OMe “oMe
35 36 37 (single isomer)

EEH L, Gilbert iRIEAZ WD Z L T39 ~ LW, ZDH%, I— Ky ruXrT ) oL OEHE
FOSIZE D 5 BEREZEAL, 40 AR L7z, KIT, WET V% U ZALER L ONIRIEIRIC e R
BAX =T HZ LT & LIRS, AL C8 AKX =LE%E Stille 7y 7V 712X D
TUNENEEBL 42 2157, M) 42 ORGEA V7 4 U2 BRI LA T 5 2 & T 43
NEEE L URVULNT I —ILEIT) LT M BERLTZ, 44 OT BFARERE L%
(2, 2 TREOBALSICIIAT 3 2 & TREISORIBMA TH 5 WV AR 45 DGR AT T LT,
Scheme 7. Synthesis of highly oxidized carboxylic acid 45
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