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Cyclizstionreactionof5 — 10 10 mol%ofPdCl(Ph3P) in the presence of 3 q of
C~CO~inhotTHPortolueneaffordedbridgedorSPUOmrpmmdsfl — ~c in tl~ to mod~t Yiel*.
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In theprecedingpaper,we reporteda newprocedureforpreparationof heteroarornaticphenolderivatives
using a palladium-catalyzedintramolecularcyclizationreactionof 1 to form 2 ‘ This reactioncomprizesa
coupling reaction between an aryltriflate and a methyl ketone functionality, and s constitutes an
intramolecularversionofthe ct-arylationreactionofalphaticketones,whichhasbeenwidelystudied.2’3Inview
of the high yield conversionof 1 to 2 w sttied extensivestudiesto explore applicabilityof our reaction
conditionsto a generalreaction,3 to 4. In the literatures,thesetypesof intramolecularreactionswerereported
by Sakan,~ Semrnelhack,2b,kand most rwent]y by Snider~d
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For thecyclizationreactionof 5-10 (Table),suitableconditionswerefoundto be heatingofa substrate
in tolueneor THF in the presenceof 10mol%of PdC12(Ph3P)2and 3 eq. of CS2C03underan Ar atmosphere.
Additionof Ph3Pwas unneccesary. 2-Bromobenzyl-substitutedcycloalkanones5,6, and 7 affordedbridged
compounds and 13,whereascycloalkartones8–10having2-bromophenethyland3-(2-bromophenyl)-
propylsubstituentsaffordedspiroderivatives14– 16. Amongthesereactionproducts, 1

obtainedin goodyields(entries2, 3,4, and5). Whenthereactiongavetheproducts115and 16in onlymodest
yields,considerableamountsof debrorrtocompounds17and21 wereproducedasby-products(entries1and6).
Occasional enones18and20 wereobtainedin traceamountsas by-products. Probablythesewete formedby
palladium-catalyzeddehydrogenationof theketonederivatives.Inentries1and4, inseparablereacdonmixtures
of and 17,and 14and 19wereonceconvertedintomixturesof ethyleneacetals,followedby separationand
acidhydrolysisto givepure 11and 14. Generallyspeaking,ourreactionconditionsusinga palladiumcatalyst
andCS2C03workedwellfor thecyclizationof 3 to 4.
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Table CylizationReactionwith 10mol%PdCl+Ph3P)2and3 eq.of CS2C03underAr Atmosphere

Entry substrate Solvent Temp. Time Product Yield
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a: Ina sealedtube. b: Containedtrace o
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