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Table 1. Dearomatizing Diels-Alder reaction utilizing 1 as a dienophile

CeFs
NGO —
_—
R3 1,2-dichlorobenzene
R4 (1.3 M)
2a-f 200 °C, microwave
diene
3a-f 4a-f
entry diene results entry diene results
1 2aR'=R2=R®=R%=H 70% (3a:4a=10:1) 4 2d:R'=R2=R*=H,R3=OH 75% (3d:4d =7.3:1)

2 2b:R?=R3=R*=H,R"=0OH 57% (3b:db=4.7:1) 5 2e:R'=R2=R3=H,R*=0H 36% (3e:de = 1.0:0)
3 2c:R'=R3®=R4=H,R2=0H 53% (3c:4c=3.0:1) 6 2fR'=R2=R%=H,R3=Br 65% (3e:de =4.4:1)
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Scheme 1. Successful synthesis of model compound 6
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Scheme 2. Synthetic plan of puberuline C

O OTBS
) T™MS—=——Li
N—-Et ‘
tandem Mukaiyama
o radical aldol-type
OMe | i cyclization cyclization
_________ > cyclization oyerzation
/\/Br BnO
ENjEt
H 3 15 puberuline C (5)
~
12 OMe

EPHEIL. DR BOERK AR 2T (Scheme 3), 16 725 11 TR TE#HB TS5, BHD 17 D
KA V7 4 2B, 1 257, €0%, CLMOFREEEZHBE LTV, AFL=—T /118
L7, IWT, 3FEHDOREL=y NOBEANE[THTZ, AV ZHNWTI8 DA L7 4 v &bl
IZBAZLL . TMEDA fFE F. A U7 AT E RICTMS 78 F U REERHSE- & 2 A, ISR
FICEITL, 227 b 202 A E LT, TMS KZBRE L%, o727 %2 2112
XL, WEERISICEY CERAZEME L, 3EMILAEM 22 A8 LTc, 22 ODNET LV F % (&%
Ry, SRR RMICE FrAZ = b LT, MALTAZ = VHEE Stille Yy 7Y 72k 7Y
JWIEENEEHL, 23 ~LE X SOFRBEICLERERFOEANEZFEI L, MELAAI T A
ZRHWT, Kiff “EHEES (LRI Fax i b5 LT, VA4 — 24 21572, i\ T,
T —IVOERIZHT, YA 24 OFEHRAEZR AT, L L, 3 UHERE L UEER



BONWTNERWESEESL, TEOT LT E R 25 IBLNRhoT-, FBaxmat L=, KEBRWIC
GEND CONMBEEREEZAT DN NR U BEOERITIREES -7,

Scheme 3. Attempted synthesis of radical precursor with carboxylic acid
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