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4.研 究 の 概 要

Usingselectivelysite-substitutedvanadium(V)KegginandDawsonheteropolytungstates

(HPA),thecatalyticactivitiesforhydroxylationofbenzeneinthepresenceof30°10aqueous

H202wereexaminedatroomtemperatureunderatmosphericpressureinatwoliquidphase,

aqueousandorganicprocess.Inparticular,potassiumsaltsofdi-andtri-vanadium(V)

substitutedKegginHPAs,a-1,2-PW,oV2anda-1,2,3-PWgV3,showedO.81and8.69

catalyticturnoversforphenolproductionwithexcellentselectivity,respectively,for48h

reactionundertheconditions:0.1mmolcatalyst,1mL(11.3mmol)benzene,2mLof

acetonitrileand2mLof30°loHzO2.Theactivityoftri-substituted,PWgV3,HPAwas

initiallyhigh,butitmaximizedafter48handitsstructurecompletelydecomposed,whereas

thatofdi-substituted,PW,oV2,HPAgraduallyincreasedandexceededthatofthePWgV3

after120h.ThepolyoxoanionstructureofthePWIOV2wasmaintainedevenafter576h.

Theiractivitiesandstabilitiesascatalystswerecomparedwiththoseofvanadium(V)-

substitutedDawsonHPAs(α 一P2W17Vandα4,2,3-P2Wl5V3),vanadium(V)-containing

isopolyanions(IPA;VWsandVlo),theMilasreagent(V205andaqueousH202),andthe

picolinato-vanadium(V)oxoperoxocomplex.
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