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〔毅雰隅爵柵〕

ＵｓｎｉｃＡｃｉｄＸＶ､1）A1kalmeDegradationofUsnicAcid 

K5TARoTAKAHAsHIandMAsAKoTAKANＩ 
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（ReceivedJuly2，1979） 

Thealkalinedegradationproｄｕｃｔｏｆｕｓｎｉｃａｃｉｄｗａｓｉｄｅｎｔｉｆｉｅｄａｓ４，６－ｄｉｈｙｄｒｏｘｙ-3,5-
dimethylcoumaran-2-oneonthebasisofspectralandchemicalevidence・Thereaction
mechanismisdiscussed・

Keywords---usnicacid；alkalinedegradation；４，６－ｄｉｈｖｄｒｏｘｙ-3,5-dimethylcoumaran-
2-one；13Ｃ-ＮＭＲ；’Ｈ－ＮＭＲ；reactionmechanism 

Compoundlwasprovedtobeidenticalwiththecompoundobtainedbyhydrolysisofthe 
ozonolysisproduct（Ⅲ)3）ofdiacetylusnicacidundertheconditionsdescribedabove，by 
mixedfusionandIRspectroscopy・Thishydrolysatewasidentifiedasthedesacetylderiva-
tiveof7-acetyl-4Ddihydroxy-3,5-dimethylcoumaran-2-one3)onthebasisofthespectraland 
chemicalproperties・Thesefindingsindiｃａｔｅｔｈａｔｃｏｍｐｏｕｎｄｌｉｓ４,6-dihydroxy-3,5-dimethyl-
coumaran-2-one(Chartｌ)．Ｔｈｅﾕ3C-NMRspectrumofIIcouldbeinterpretedasshownin 
TableL 

CompoundIwasalsoobtainedfromusnicacidbyhydrolysisinanitrogenstream，but 
wasnotobtainedfromusneticacidbyhydrolysisinanoxygenstream・

ＴｈｅｍｅＣｈａｎｉｓｍｏｆｔｈｅｆｏｒｍａｔｉｏｎｏｆｌｆromusnicacidbyhydrolysisinanoxygenstream 
orinanitrogenstreamwastentativeｌｙｃｏｎｓｉｄｅｒｅｄｔｏｂｅａｓｓｈｏｗｎｉｎｃｈａｒｔLUsnicacid， 
whenattackedbyOH-attheC4acarbｏｎ(theMichaelreaction),Inightbeconvertedtoan 
intelmediate(AごA'),whichmightbefurtherconvertedtointermediateBbyretro-Aldol
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PartXIV：Ｋ・TakahashiandM・Takani,Ｃ〃e”.ＰﾉbαγブルＢ"".,26,3585（1978)．
Location:Ｚ３－ＺＴａＡαγα柳αc腕,Ｋα"ａ?c､ﾉα’昭0,Ｊ”α"．
Ｙ・AsahinaandS・Shibata：‘`ChemistryofLichenSubstances,'’1954,ｐ171．JapanSocietyforthe
PromotionofScience． 

S・ShibataandJ・Shoji:Ｋ`Ugaﾉ1Ｗ〃０町ojAj,１５，８０５（1961)．
Ｋ・TakahashiandS・Shibata,ＹａＡ''9αA〃Ｚａｓｓｈｊ,71,1083（1951)．
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１１１議
１６４５，１５３０，１４７０，１４３０，１３７０，１２４０，１２２０，１１６５，１１２５，１０８０，１０６０，１０２０，８２５． 

A1kalineDegradationorUsnicAcidinaNitrogenStream-Usnicacid（７．２９）ｉｎ５０％（ｗ/v)NaOH 
solution(４４ｍl)washydrolyzedinanitrogenstreamonaboilingwaterbathforlhr・Thereactionmixture－･･･』:：：靴
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6）Ｋ・TakahashiandM、Takani，Ｃ〃８ｍ．Ｐﾉbαγ池．BzJJJ.，２０，１２３０（1972)．
7）Ｋ・TakahashiandM,Takani,Ｃ"β腕.Ｐ"α'"Z.Ｂ"ﾉﾉ.,19,2079（1971)．
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