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Themercuricacetate-(ethylenedinitrilo)tetraaceticacidoxidationofl-(3,4-di-
methoxyphenyl)-2-(3-substitutedpiperidino)ethanols（7c-f)，whichca工ｒｙｔｈｅ〃-butyl，，
isopropyLbenzyl,andphenylgroupasthe3-substituentinthepiperidinering,hasbeenl 
foundtoproducethecorresponding2-(8c-f)and6-piperidones(12c-f)ingoodyieldsl 
inratiosof41：５９，２９：７１，２６：７４，ａｎｄｌ５：８５．Itissuggestedthatthe3-substituents’ 
exertbothstericandelectroniceffects・ThestructuresofthelactamalcohO1ｓ（8c-f；ｌ
１２ｃ－ｆ)havebeenconfirmedbythechemicalcorrelationwiththeknownpyridones(l1c。；ｌ
１５ｃ－ｆ)throughthelactams(l0c-z14c-舐)．Thestartingpiperidinoethanols(7c-f）｜
havebeensynthesizedfromthe3-substitutedpyridines(5c-f)byquaternizationwithl 

＆4鰍f::竺三i二Y::鰯:螢.ｴ墓鰯施竃鰯i鶚:二i:l謡ll-i:二:::二ij1
piperidones；isomerratio；ｅ丘ectofhydrocarbonsubstituent；chromatographicanalysis；｜
エR

OurrecentsuccessinsyntheticmCorporationofcincholoiponethylester(1),adegradation 
productfromthemajorcmchonaalkaloids,intotheipecacalkaloids(3)4)andtheAZz卿”
Z’''@”c脇alkaloidankorine(4)5)throughthepiperidoneintermediaｔｅ(type2)hasexempnfied
theactualusefulnessofthemercuricacetate-(ethylenedmitrilo)tetraaceticacid(EDTA)｡x餅
dationmethod6,7)forgenerationofthelactamcarbonylfunctioninthepiperidinering・Smc6
theunsymmetricalstructuralfeatureoflrequiredsomepreliminaryexperimentstoreveal 
theeffectsofthe3-ethylgroupuponthepositionofthefunctionalization,wecarriedout,prior 

蕊
蟻
蕊

ⅡＩ 

Ifl5 
Pl 

rＮ 

lijil 
《識,舞灘

Ｒ’ ｑ
ゴ
ヂ
ｉ
Ｆ
ｂ
｜
‐
－
－
。

▼
７
４
‐
－
●
ロ
ー
‐
Ｄ
Ｄ
Ｓ
口
。
Ⅱ
－
８
Ｐ
曰
・
‐
、

牛
‐
－
０
－
０
●
０
１
・
Ｉ
ｌ
０
Ｏ
０
ｒ
Ｉ
↓
０

や
Ｉ
Ⅲ
‐
‐
｜
‐
｜
Ｕ
■
、
。
。

ｏ
Ｏ
 

ｅ
ｅ
 

Ｍ
Ｍ
 ○ 

Ｒ 

猟
ＣＨ２ＣＯ２Ｅｔ 

ｌ：Ｒ＝Ｈ；Ｙ＝Ｈ２ 

２：Ｒ＝2-arylethyl；Ｙ＝０ 

ＣＨ２Ｒ２ 

３３ＲユーＨ；Ｒ２＝CHOor
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4:R'=OHR2=CH20H 
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PaperVminthisseries,T,Fujii,Ｋ・Yoshida,Ｍ・Ohba,Ｍ・Mitsukuchi,1.Tanaka,S・Yoshifuji,an１１
Ｍ.Kirisawa,Ｃ〃….Ｐ〃””BzlJJ.(Tokyo),25,2072（1977)．
PZesentedinpart…he94thAnnualMeetingofPharmaceuticalSocietyofJapan,Sendai,April4, 
1974． 

Location：Ｚ３－ＺｒａＡαγα-”αcﾙﾉ,Ｋα"αmz2'α920,Ｊ”αル

T・FujiiandS・Yoshifuji,ＴｅﾒｸﾞαＭ２,'０〃Ｌｅが.,1975,731.
ｓ､YbshifujiandT､Fujii,ルノγαﾉb8zZγo〃ＬＢ".,1975,1965.
J・Knabe,幻c〃.Ｐ"αγ籾.ＢＢγ・Ｄｊｓｃ〃.Ｐ〃αγ岬.GBS.,292,416(1959)．
Ｈ,M6hrle,ａγc〃.Ｐ〃αγ”.Ｂ”､Ｄｊｓｃ"・Ｐｂα….ＧＢＳ.,297,474(1964)．
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totheabovealkaloidsyntheses，aquantitativeanalyticalworktodeterminetheisomerratios 
ofthe3-sUbstituted2-(type8)and6-piperidones(typel2)producedbythemercuricacetate一
EDTAoxidationofl-aryl-2-(3-substitutedpiperidmo)ethanols(type7).8）Aprevlouspaper9） 
inthisseriesdescribedtheeffectofa3-alkylsUbstituent(Ｍｅ,Ｅｔ)observedinthatstudyand 
thepresentpaperreportstheeffectsofvarioushydrocarbongroupsatthe3-position、

Thequaternizationofthepyridinebases(5c-f)ｗｉｔｈ3,4dimethoxyphenacylbromide 
inbenzenefurnishedthecorrespondingpyridmiumsalts(Oc-f)inexceuentyields、Conversion
ofthesesaltsintothepiperidmoethanols(7c-f)wasreadnyachievedbymeansofcatalytic 
hydrogenationoverAdamscatalystfonowedbysodiumborohydridereduction・Although
eachofthepiperidinoethanolsthusproducedwaspresumedtobeamixtureｏｆthetwopossible 
diastereoisomers，itwasdirectlyusedinthenextoxidationstepbecauseofthedifficultyin 
purification． 

omji;rlf： 
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A11themercuricacetate-EDTAoxidations(ｉｎboiling1％aqueousAcOH,L5hr)of 
7c-fandthedeterminationoftheisomerratiooftheresultingpiperidones(8,12)werecarried 
outaccordingtothepreviouslyreportedstandardprocedure､9）Intheseoxidationreactions， 
theconcomitantformationofsmallamountsoftheO-acetylderivatives(typesOandl3)could 
beanticipated9,10)andwasactuallysuggestedbymeansofthm-1ayerchromatography(TLC） 
ofthereactionmixtures・However,thepost-treatmentwithalkali,includedinthestandard

procedure,shouldhaveconvertedthem,ifany,intothecolrespondinglactamalcohols(types 

８）Ｔ・Fujii,Ｍ・Ohba,andSYbshifuji,AbstractsofPapers,the8thCongressofHeterocyclicchemistry，
Kyoto,October,1975,ｐ、１３４．

９）Ｔ・Fujii,Ｓ・Yoshifuji,Ｋ､MiChishita,Ｍ・Mitsukuchi,ａｎｄＫ・Yoshida,Ｃ〃B伽.Ｐ〃αγ".Ｂ"".（Tokyo)，
21,2695(1973)． 

10）Ｔ・FujiiandS・Yoshifuji,ｃ〃β〃.Ｐ〃”腕.Ｂ"".(Tokyo),20,1451（1972)．
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TABLELTheMercuricAcetate-EDTAOxidationofl,3-DisubstitutedPiperidines(7) 
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8andl2)．Eachof8c--fandl2c-fthusobtainedwaspresumablyadiastereoisomericmixture 
andthelocationofthelactamcarbonylgroupwasestablishedbyhydrogenolysisusinghydrogen 
andpanadium-on-charcoalinthepresenceofalittleperchloricacid,whichledtothe2-piperi-
donederivative(typelO)or6-piperidonederivative(typel4)identicalwithasampleprepared 
fromtheknown2-(typell)')or6-pyridonederivative(typel5)')bycatalytichydrogenation、

Theresultsoftheoxidationofthepiperidinoethanols(7a--f)aresummarizedinTablel・
Ｉｔｍａｙｂｅｓｅｅｎｔｈａｔｉｎａｌｌｃａｓｅｓｔｈｅｒｅactionproceedssmoothlyandahydrocarbongroupat 
the3-positionorientｓｔｈｅｏｘｉｄａｔｉｏｎｔｏｂｏｔｈｔｈｅ２－ａｎｄｔｈe6-positionbutwithanadvantage 
tothelatterposition、Ahigherand/orbulkier3-substituenttendstoincreasetheextentof
the6-oxidatiｏｎａｎｄｔｈｅ３－ｐｈｅｎｙｌｇｒｏｕｐｉｓｔｈｅｏｎewithwhichamarkedpreferenceforthe 
6-oxidationhasbeennoticed 

Onthebasisofthepostulatedmechanismofthemercuricacetateoxidationofcyclic 
aminesll）andpiperidmoalcohols,10,12-14）ｔｈｅobservedorientationoftheoxidationmaybe 
interpretedasfollows(Chart3).TheabstractionoftheaxialprotonfromC(2)ofthemercurated 
complex(16)bytheacetateioncouldbeaconcertedprocesswithcleavageofthenitrogen-
mercurybond・Theresultingiminiumion（17)wouldundergointramolecularcyclization
togivetheoxazolidinederivative(18),whichcouldbesimilarlydehydrogenatedbyasecond 
moleculeofmercuricacetatetotheoxazoliniumion(22)．Attackof22bywateratC(2)(ｏｒ 

C(5))oftheoxazolinemoietywouldresultintheformationofthe2-piperidonederivative(8)． 
Fortheformationofthe6-piperidonederivative(l2Laparallelsequencestartingwiththe 
abstractionoftheaxialprotonfromC(6)ofthemercuratedcomplex(10)maybeformulated 
(10→20→21-÷23→12)．Sincetheisomerizationofoneiminiumsalttotheother(17,20)would 
notoccurunderthereactionconditionsemployed,15,16)theunfavoredoxidationatthe2-position 
showninTablelmaybeduetostericrepulsionbetweenthehydrocarbongroup(R')atthe3‐ 
positionandtheacetateionapproachingｔｏｔｈｅａｘｉａｌＣ(2)-proton（typel6).Thissteric 
hindranceexplanationisalsopreferredforunderstandingthe2-oxidationdecreaSingeffect 
ofthehigherand/orbulkier3-substituents・Inaddition,comparisonofthequantitative
dataontheeffectsofthe3-isopropylandthe3-phenylgroupinTablelsuggeststhatelectro-
staticrepulsionbetweentheelectronegativesubstituentandtheacetateionｍａｙａｌｓｏｂｅ 

Ｉ。

operative 
AsillustratedinChart2,the1,3-disubstitutedpiperidones(10,14)canbepreparedalter-

１１）Ｎ､Ｊ・Leonard,Ａ､Ｓ・Hay,Ｒ､WFulmer,ａｎｄＶ.Ｗ､Gash,』.』籾.Ｃｈｅ畑.ＳＯＣ.,７７，４３９（1955)．
12）Ｎ､Ｊ,Leonard,Ｋ・Conrow,ａｎｄＲ.Ｒ・Sauers,Ｊ､』郷.Ｃ〃β岬.ＳＯＣ.,80,5185（1958)．，
１３）Ｈ､M6hrle,的c〃.Ｐ〃αγ”.Ｂ”.Ｄ#Sc〃.Ｐ〃αγ岬.ＧＢＳ.,299,122（1966)．
１４）Ｈ､M6hdeandH・Weber,Ｃ彫れ.Ｂβ”105,368(1972)．
１５）Ⅳ.Ｊ・Leonard,Ｒ､Ｗ,Fulmer,ａｎｄＡ・ＳＨａｙ,』.』”､ＣＭ'@.ＳＯＣ.,78,3457（1956)．
１６）Ｈ・M6hrle,Ａγc〃.Ｐｂαγ"Z.Ｂβγ､Ｄﾒsch.Ｐ〃αγ”・ＧＢＳ.,299,295（1966)．
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thepairofthe3-phenylderivatives(l0n4f)whichshowtheirCObandsatalmostidentical 
positions,mayfindwaystobeutilizedascriterionfordistinguishingbetweenl,３－disubstituted 
2-and6-piperidonesincertaincases・Asimilarrelationhasalsobeenfoundtoholdforthe
COstretchingvibrationbandpositionsoftheisomericpairsoftheIactamalcohols（8a-fj 
12a-f)． 

Experimental 

mliIllIl 
AUmeltingpointsarecorrected；boilingpoints，uilcorrected・ＩＲＳpectraweremeasuredinNujol

mulls,inliquidfilms,ｏｒｉｎＣＨＣ１３ｓｏｌｕｔｉｏｎｓａｔＯ､２ＭConcentration・Ｓｅｅａｌｓｏｒｅｆ､１fordetailsofinstrumenta-
tionandmeasurement・Thefonowingabbreviationsareuseｄ：b-broad，ｄ＝doublet，ｄ－ｄ＝doublet-of-
doublets9m＝multiplet,ｓ＝singlet,sh-shoulder,t-trip1et・

QuaternizationoftheBases(5c-f)tothePyridiniumSalts(6c-f)－Asolutionofapyridinebase 
(5c,17)5.,ｴ8)５e,11)or5f2o))(44,mol)ａｎｄ3,4-dimethoxyphenacylbromide2ｴ)(10.369,40,mol)indrybenzene 
(100ｍl)wasstirredａｔｒｏｏｍｔｅｍｐ･ｆｏｒ４８ｈｒ、Theresultingcolorlessprecipitatewasfilteredo丘,washed
withbenzene,anddriedtogivethecorrespondingquaternarysalt(6c,６．，６e，ｏｒ６ｆ)ｉｎ９８％，９７％，９５％， 
ｏｒ８５％yieldThesalts（6c-f）thusproducedwererecrystaUizedfromappropriatesolventsand 
characterizedasdescribedbelow、

１－(3,4-Dimethoxyphenacyl)-3-butylpyridiniumBromide（6c)－RecrystallizedfromEtOH-ether 

蕊’
17） 

18） 

19） 
20） 
21） 

Ｅ・HardeggerandE,Nikles,ＨｅＪｕ.Ｃﾉｶ航.ＡＣ/α,３９，５０５（1956)．
ｎ.ＣＢｒｏｗｎａｎｄＷ.Ａ・Murphey,』.』”.ＣＭ０ｚ・ＳＯＣ.,73,3308（1951)．
Ｄ・Jerchel,Ｓ,Noetzel,ａｎｄＫ､Thomas,Ｃ"β”.Ｂβγ・'93,2966(1960)．
Ｈ・Rapoport,Ｍ,Look,ａｎｄＧ.Ｊ・Kelly,』.』郷.Ｃ"β腕.ＳＯＣ.,74,6293（1952)．
C・ＭａｎｎｉｃｈａｎｄＥＬ・Hahn,ＤＢγ､Ｄ'Sc〃.ｃ〃β加.GBS.,44,1542(1911)．
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(M十)；ＵＶス蝋…ｎｍ(8)：２３１（7930),２８０(2930)；ＩＲγ澱’３４００ｃｍ-1(ＯＨ)；ＮＭＲ(CDC13)６:1.55-2.1(5Ｈ，
ｍ,tworing-CH2，ｓａｎｄ－ＣＨ),2.3-2.9(6Ｈ,ｍ,threeNCH２，s),３．０５(2Ｈ,ｄ,Ｊ＝8.5Ｈｚ,ＣＧＨ`CＨ２),３．３５(1Ｈ： 
b,ＯＨ),３．８７ａｎｄ３．８９(3Heach,s,twoMeO，s),4.55-4.75[1Ｈ,ｍ,ＡｒＣＨ(ＯＨ)],6.8-7.0(3Ｈ,ｍ,aromatic 
protons),7.1-7.45(5Ｈ,ｍ,Ｃ６Ｈ５)． 

１－(3,4-DimethoxyPhenyl)-2-(3-phenylpiperidino)ethanol（7f)－Acolorless，thickoil，bp220-225。
(0.3ｍｍＨｇ)；ＭＳ郷/B：３４１(Ｍ+)；ＵＶス灘…ｎｍ(8)：229.5（10700),278.5(3360)；ＩＲﾂﾞ澱'3390ｃｍ-ｴ(ＯＨ)；
ＮＭＲ(CDC13)６:１．３－Ｍ(5Ｈ,ｍ,tworing-CH2,ｓａｎｄ－ＣＨ),2.2-3.5(6Ｈ,ｍ,threeNCH瞥，s),3.91and3.94
(3Heach,s,twoMeO，s),3.8-4.1（1Ｈ,ｂ,ＯＨ),4.45-4.90[1Ｈ,ｍ,ＡｒＣＨ(ＯＨ)],6.8-7.05(3Ｈ,ｍ,aromatic 
protons),7.15-7.45(5Ｈ,ｍ,Ｃ６Ｈ５)． 

MercuricAcetate-EDTAOxidationofthePiperidinoethanols(7c-f)---Theoxidationof7cゴBwhich
werepresumablydiastereoisomericmixtures,wascarriedoutinboiling1％ａｑ・AcOHforL5hraccording
tothepreviouslyreportedstandardprocedure､9）Thepost-treatmentofthereactionmixturesanddeter-
minationoftheisomerratios(8:１２)bychromatographicanalysisalsofonowedthatproceduraInallcases， 
2-piperidone8waselutedfasterthan6-piperidonel2inthechromatographicanalysis・

TheresultsoftheseoxidationexperimentsaresummarizedinTablel，andtheisolatedpiperidones 
(8c-f;１２c-f),presumedtobediastereoisomericmixtures,wereCharacterizedasfonows、

１－[2-(3,4-Dimethoxyphenyl)-2-hydroxyethym-3-butyl-2-piperidone（8c)－－Crystanizedfrompetroleum 
ether-ether(1:１，ｖ/v)incolorlessneedles,ｍｐ５９-63.5.,whichturnedoilondryinginadesiccator；ＭＳ 
”仁:３３５(Ｍ+)；ＵＶＡ雛…ｎｍ(s)：230.5(9450),278.5(2810)；ＩＲ'畷ucm-ｴ:３３３０(ＯＨ)，１６０８(lactamCO)；
ＮＭＲ(CDC13)６:0.65-1.1(3Ｈ,unresolvedm,止CH2)，1.1-2.05(10Ｈ,ｍ,MeCH2CH2CH2,Ｈ(`)，s,Ｈ(5),s)，
2.05-2.55(1Ｈ,ｂ,ｍ,Ｈ(3)),2.75-3.35(2Ｈ,ｍ,Ｈ(6)，s),3.45-3.7[2Ｈ,ｍ,ＡｒＣＨ(ＯＨ)ＣＨｊ,３．８６ａｎｄ3.88(3H 
each,s,twoMeO，s),4.08(1Ｈ,ｂ,ＯＨ),4.80-5.08[1Ｈ,ｍ,ＡｒＣＨ(ＯＨ)]’6.70-6.98(3Ｈ,ｍ,aromaticprotons)． 

１－F１－(3,4-Dimethoxyphenyl)-2-hydroxyethyl]-3-isopropyl-2-piperidone(8.)－Recrystanizedfromhexane-
AcOEt(1:１，ｖ/v)tocolorlessprisms,ｍｐ９９-100.5｡;ＭＳ加仁:３２１(M十);ＵＶ几盤monnm(8):230(9580),２７９
(2690)；ＩＲＩ'鯉`ｃｍ－ｴ：３３２０(ＯＨ),１６０６(1actamCO)；ＮＭＲ(CDC13)６:0.83ａｎｄ0.94(3Heach,ｄ,Ｊ＝７Ｈｚ，
止zCH)，1.23-1.95（4Ｈ,ｍ,Ｈ(4),s,Ｈ(6),s)，2.10-2.75(2Ｈ,ｍ,Me2CH,Ｈ(3))，2.75-3.35（2Ｈ，ｍ,Ｈ(6)，s)，
3.50-3.70[2Ｈ,ｍ,ＡｒＣＨ(ＯＨ)ＣＨ』，３．８７ａｎｄ３．８８（3Heach,ｓ,ｔｗｏＭｅＯ,s)，４．６３（1Ｈ,ｓ，ＯＨ)，4.85-5.0
[1Ｈ，ｍ,ＡｒＣＨ(ＯＨ)]，6.70-7.00（3Ｈ，ｍ,aromaticprotons)．ａ"αJ､Calcd､ｆｏｒＣ１８Ｈ２７ＮＯ４：Ｃ,67.26；Ｈ， 
８．４７；Ｎ,4.36．Found：Ｃ,67.40；Ｈ,８．３８；Ｎ,4.39. 

1-F１－(3,4-Dimethoxyphenyl)-2-hydroxyethyU-3-benzyl-2-piperidone（8e)－RecrystallizedfromAcOEt 
tocolorlessprisms,mplO9-110｡;ＭＳ”仁:３６９(M+)；ＵＶ几競厘`･画ｎｍ(C)：２３１(sh)(10600),２８０(3000);、
ﾂﾞ製ocm-1:3340(ＯＨ),1608(lactamCO)；ＮＭＲ(CDCl3)６:1.2-2.0(4Ｈ,ｍ,Ｈ(4),s,Ｈ(5)，s),1.89[1Ｈ,s’1/2Ｈ２０
(hydrate)],2.5-3.8[7Ｈ,ｍ,C6H5CH2,Ｈ(3),Ｈ(`),s,ＡｒＣＨ(ＯＨ)CＨ２]，３．８９ａｎｄ３．９１(3Heach,s,twoMeO,s)， 
4.7-5.1[2Ｈ,ｍ,ＡｒＣＨ(ｏｎ)]，6.85-7.1(3Ｈ,ｍ,aromaticprotons),7.15-7.4(5Ｈ,ｍ,Ｃ６Ｈ５)．伽αJ､Calcd
forC22H27NO4.1/2Ｈ２０:Ｃ,69.82;Ｈ,7.46;Ｎ,3.70．Found:Ｃ,70.07;Ｈ,7.41;Ｎ,ａ64. 

1-[2-(3,4-Dimethoxyphenyl)-2-hydroxyethyl]-3-phenyl-2-piperidone（8f)－Crystanizedfromhexane-
AcOEt(1:１，ｖ/v)incolorlessprisms,ｍｐ１６０-161.5｡;ＭＳ”に:３５５(Ｍ+)；ＵＶＡ髄…ｎｍ(8):２２８(10960)，
279（2990)；ＩＲﾂ製，ｃｍ－ｴ83370（ＯＨ)，１６２０(lactamCO)；ＮＭＲ(CDC13)６：３．７２（s,ＯＨ)，３．８８（6Ｈ,ｓ,ｔｗｏ
ＭｅＯ,s),4.87-5.2[1Ｈ,ｍ,Ａｒｑｌ(ＯＨ)]，6.83-7.05（3Ｈ,ｍ,ammaticprotons)，7.13-7.52（5Ｈ,ｍ,Ｃ６Ｈ５)． 
』〃αＪ､Calcd･ｆｏｒＣｚ１Ｈ２５ＮＯ４：Ｃ，70.96；ｎ，７．０９；Ｎ,3.94．Found：Ｃ，70.72；Ｈ，７．１０；Ｎ，4.07.

1-F1-(3,4-Dimethoxyphenyl)-2-hydroxyethyU-5-butyl-2-piperidone（12c)－Apaleyellowishoi１，Ｍｓ 
”/e：３３５(Ｍ十)；ＵＶ几幾…ｎｍ(e)：230.5(8950)，２７８(2750)；、ﾂﾞ製`ｃｍ－ｴ:３３３０(ＯＨ),１６１５(1actamCO)；
ＮＭＲ(CDq8）６：0.65-1.05（3Ｈ,unresolvedm,辿CH2)，1.05-1.35（6Ｈ,ｍ,MeCH2CH2C亘2)，1.35-2.1
(3Ｈ,ｍ,Ｈ(4)，s,Ｈ(5))，2.1-2.75(2Ｈ,ｍ,Ｈ(3)，s)，2.75-3.35(2Ｈ,ｍ,Ｈ(6),s),3.35-3.80[2Ｈ,ｍ,ＡｒＣＨ(ＯＨ)‐ 
ＣＨＪ，３．８９ａｎｄ3.92(3Heach,s,twoMeO，s),４．４８(1Ｈ,ｂ,ＯＨ),4.8-5.2[1Ｈ,ｍ,ＡｒＣＨ(ＯＨ)]，6.82-7.08 
(3Ｈ,ｍ,aromaticprotons)． 

１－Ｐ-(3,4-Dimethoxyphenyl)-2-hydroxyethyl]-5-isopropyl-2-piperidone（12.)－Recrystanizedfrom 
AcOEttocolorlesspinars,mp115-117｡;ＭＳｊｏ０に:３２１(Ｍ+)；ＵＶ/嘘&…ｎｍ(e)：２３０(8950),２７９(2900)；ＩＲ
Ｉ,鯉`ｃｍ－ｴ：３３２０（ＯＨ)，１６１４(lactamCO)；ＮＭＲ(CDC13)６：0.72-1.04(6Ｈ,ｍ,止ｚＣＨＬ１､20-1.96(4Ｈ，
ｍ,Ｈ(4)，s,Me2CH,Ｈ(5)),2.27-2.56(2Ｈ,ｍ,Ｈ(3)，s),2.74-3.2(2Ｈ,ｍ,Ｈ(6),s),3.2-3.8[2Ｈ,ｍ,ＡｒＣＨ(ＯＨ)‐ 
ＣＨｊ,ａ８８ａｎｄ３､９０(3Heach,s,twome0,s),４．５４(1Ｈ,s,ＯＨ)，4.84-5.04[1Ｈ,ｍ,ＡｒＣＨ(ＯＨ)]，6.73-7.04 
(3Ｈ,ｍ,aromaticprotons)．』"α/,Calcd､ｆｏｒＣ１８Ｈ２７ＮＯ４：Ｃ,67.26；Ｈ,8.47；Ｎ,4.36．Found：Ｃ,67.17；
Ｈ，8.27；Ｎ，４．１８． 

１－[2-(3,4-Dimethoxyphenyl)-2-hydroxyethyU-5-benzyl-2-piperidone(12e)－Recrystallizedfromhexane-
AcOEt(1：１，ｖ/v)tocolorlessprisms,mp111-112｡；ＭＳ”た：３６９(Ｍ+)；ＵＶス畿巳`ｏｎｎｍ(8)：２３１（9000)，２８０
（2850)；、〃畷`cm-ｴ：３３５０(ＯＨ)，１６１４(lactamCO)；ＮＭＲ(CDC13)６：1.3-2.2（3Ｈ，ｍ，Ｈ(4),s，Ｈ(5))，
2.3-2.7（4Ｈ,ｍ,Ｈ(3)，s,C6H5CHj，2.85-3.76[4Ｈ,ｍ，Ｈ(6)，s,ＡｒＣＨ(ＯＨ)CＨ２]，３．８８(6Ｈ，ｓ，ｔｗｏＭｅＯ,s)， 
４．８６（1Ｈ,ｓ,ＯＨ),4.8-5.05[1Ｈ,ｍ,ＡｒＣＨ(ＯＨ)],6.8-7.4(8Ｈ,ｍ,aromaticprotons,Ｃ６Ｈ`)．Ａ"〃・Calcd・
ｆｏｒＣ２２Ｈ２７ＮＯ４:Ｃ,71.52；Ｈ,7.37;Ｎ,3.79．Found:Ｃ,71.29；Ｈ,7.33;Ｎ,3.92. 

1-Ｐ-(3,4-Dimethoxyphenyl)-2-hydroxyethyU-5-phenyl-2-piperidone（12r)－－CrystallizedfromAcOEt-
EtOH(8:１，ｖ/v)incolorless,minuteneedles,mp156-158。；ⅢＳ”〃３５５(Ｍ+)；ＵＶＡ護妥G･画ｎｍ(e):229.5
（9460),２７９(2850)；、似醗｡ｃｍ－１:３３７０(ＯＨ),１６１９(lactamCO);ＮＭＲ(CDq3)６：３．８８(6Ｈ,ｓ,ｔｗｏＭｅＯ,s)，
４．０８（1Ｈ,ｓ,ＯＨ),4.8-5.15［1ＨｊＡｒＣＨ(ＯＨ)],6.78-7.0(3Ｈ,aromaticprotons)，7.0-8.4（5Ｈ，ｍ,Ｃ６Ｈ５)． 
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n,ArCH2CH2),３．９０ａｎｄ３．９２(3Heach,s,twoMeO，s),６．７８(3Ｈ,s,aromaticprotons)． 
１－(3,4-Dimethoxyphenethyl)-5-isopropyl-2-piperidone（14.)－Recrystanizedfrompetr 

3ther(2:１，ｖ/v)tocolorlessplates,ｍｐ37.5-43｡；８８％yield；ＭＳ”/β：３０５(Ｍ+)：ＵＶス謡iP‘
(9210),280.5(2940);、，蝋｡1624ｃｍ-1(1actamCO);ＮＭＲ(CDC13)６:０．８２ａｎｄ0.86(3Heach，
止2ＣＨ),2.2-2.49(2Ｈ,ｍ,Ｈ(3)，s),2.67-3.13(4Ｈ,ｍ,Ｈ(6)，s,ArCH2CH2),3.41-3.62(2Ｈ,、Jiillll 

】Ⅱ巳Ｕ】１１１ＬＩＨｒ
鍵鬮

〕､８３ａｎｄ３．８５(3Heach,ｓ,twoMeO，s),６．７２(3Ｈ,s,aromaticProtons)・ Ｉ 

ｍｌ５蝿糊嚇･綴)證播蝋震畷(騨而駕蝿蜑鱗;瀧2ii;`f蹴装
,畷,１６２３ｃｍ-1(lactamCO)；ＮＭＲ(CDC13)６：1.2-2.1（3Ｈ,ｍ,Ｈ(4)，s,Ｈ(5)),２．５５（d,Ｊ＝７Ｈｚ,C6H5CHb)，
225-26(m川)，S),Ｍ5-315(帆､,H(胸ArCH2CH2),MO-MO(2H,MCH2C旦蟄),386(sH1S，
bwoMeO，s),6.70-6.85(3Ｈ,ｍ,aromaticprotons)，7.0-7.4(5Ｈ,ｍ,Ｃ６Ｈ５)． 
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I ysisofthecorrespondinglactamalcohol(ｔｙｐｅ８ｏｒｌＺ)鈩
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