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Ofthetwos1,ccIC50friceleaf-hoppe】･S･
rJIlf｡rttmatClylpressofthegreatwar lmdc

itpraCti(n】lyimpossibletomakeuseofthene-

Cモ､SSnl.y1;ll)()】･atoJ･yeqtuPmentSSuchasCOnStant

仰 per<･lttlreeat)inet,lowtelnPeratureCallinet,
ete,whichWe】･eindispensalJlefo]･ca】･】･ylngr,ut
suchecologicalset-dv aswehad ion min(L

scl,e･Tq)erimentsweremrried outllndertlle
roomtemperature,S(,m60Etheexperiments,

werecarriedout主ncabinetswhich､wereheated

andkeptunderl】early c()nstanttcITIPCraturfミ

dllringthenightonly･

IJeaf-h叩PerSIVere】･Caredi■ntc･sttuhesnconト

aimingariceplantctltinmoderat.alcIlgth.

rllhcrelativehumidityi王1therearingtullC.qwas

nL)tCOntrOlled. Howcvcr,owingtotlleSmall

(11はⅠ-titvofwatel･;ltthel)｡ttom oft鵬 tl-1】cl

therelativehumidity was kept practically

100%.

Thc･tel叩eratureSiIlther()om andintlle

rearinLgC.TlhinetswereJ･eCOJ･(ledllSingrect)ユIding

thermometers･Themeantemperatul･esforthe

cgLq,JarValol･fortheim比.がnalpcl･iods.Were

calctlhtcdusing thetenlpcr如ure]:eeordsand

therelatiul-Ship加tweenthetemlJCraturearlrl

thedelTeloplll(mt,ll.qtEtge.qwaseX;tnlined.

OIVingtothediLrjcultynlCntionedahol･e,the

resultsohtailledwere加rI.J･OmhcingLmtisfa(:t()ry.

ThercEo]･C,definiteconc･ユ鵬i()nsCannothedr-

alVllyeL

Net,erthelc粥 , CertainilltCreSting ec()logical

ell:lraCtlcrL-YhiellSeeiTLtObcinhal･m(my WitJl

thepopuiarn礼nle, 〝al】tulm leafll｡pPerS〝,

11a･VCbeenf･m】1dA F()remmPle,therate(lf

develL)Pment,Orl･atCOL111ultiplicatio11,0fthese

twospeciesdr舶 nOtdec1-eこISeintheallturrmill

spiteofquiteユnarl'cdFallof:li一tel一一Pel'atllic
inthea+lltumnl.

Asl･Cgartl.stheJlihel･natjollOftlleSPtllr(1.Sp-

ecies,.qonlee.TEPerimcntsandfieldobscrlration･q

weren柑de. TJleresultshowever,arefarfrom

c()nclusivc3,et.;tnかitislmpcdthatlYeShalllJe

al'letoi.Ttkcupthis紺ldysometi111eillfLlturC･

stttdieson地8斑olecnlar削TtlCtlll･eSOfBXCand,itsRelatedCompolln舶:'エII･ On
the拡olectllarOollfigtLrationsofγ-BEG,8- and E-I,I,2,3,4,5,6欄 epはclllo110CyClo-
hexane.ToshihikoOnvLl,RyoiehiVAMJu)･JtandMinl汀uOrrh,0(TakeiLaboratory,‡nstituf=e

ft,∫Cl一cmicadlResearch,Ⅰて.)Totorlniversity)Reccive〔りan,27,19･31.BoiylJ-KagahtL,柵 ユl囲tqI)･

9.B那 及びその近堵物質の分乎構造妃関する研究:‡Ⅰ!.

γ-B諾C,(7-及び 6--1,1,9,3,4,5,6Reptachlopooycloh8訊 n8の厚手の立体配鹿に就て･･
大岩僅誇,山口順一,火野稔守京都大学化学IIgf･究鯛武倍EJ押究笠)弧 ユ.L17受測

光に中島及び著者の一人rl)は r-mAICの塩素化反

応 脱塩酸反応及び此域壁掛劫の塊素化反応の戚雛 ､

pT,9/,-1mC, 8-日 ,2,3,4,516-heptaEclll｡rocyc王(汁

hexLTLne(111P139-ユ400;8-hepta)(川)及び声-i.1,2,3,

4,5,6,-heptachl(汀｡Cl･CIohexane(叩P55-弧 野 ;
e-hcpta)の原子の立体讃巳'置iを提案したO攻で森野,

馴 悦び著者等の一人(右目忠双極子龍準の研究から.

γ-Ⅰ主HCのTJFli;子の立体蔀贋を決雇し,有機化学J勺に得

た8-及び 8-hepta の原子の潮 流私ま双陳耶把率
の臨紬 矛盾しないことを闇 熟したo∂一及びe-hepta

の分子･構治に就ではこれら以外の報野には朱だ威しな

いが,γ-1m Cの分子-構造に就ではこのほかにG.W

vanVIoten等 (3,4)及び.J.M･13ijvoet(tSlのⅩ泣獅卒

研の,叉 0･Bastia-1SCll等くf;)の気体電子担野からの
研兜があるO.そしてこれらの γ-叩 Cの原子の光体
鞘軌もすべて同一の結論に達しているO

覇者等(7,R,0)托BrIC三艶粒体及びそれらの近縁化食

物の構造を塩素化反応歓1:とする有機化学の洗場から

嗣兜しつつある0 本報に於では北 に速 粗く̀') した ¢

6-hcpta符鬼の諾囲M,その後のα-及び r-J31fCの城

東化反応に関する帥見及びをれ旬の発鋸 .描i･を梗別し

て決めた r-別IC,∂一及び､6-hep均 の塚やの立体況

矧こ就て報額するo

1.㍗-BEC及び 班onochlorobenzelleの填兼4b

物から6-hepね の翼軸確執 7-nHC の戚粛化物の

polarogral1-から,γ-BHCを培嚢化すると,少くと

も2つ以上のよE3高級な嘘霧化物に麺化することを知

った｡この埴窮化物からpaTti加IIChromat()BJ~叩 托y

によって敵tt.Tlrl5-5瓦勘 や扱矧.LL'滅勺-0-f)V,双磁;fl

能率 2.23n'EJの無色杖状の姑曲を分離したoこの化 l

食物の塩素含濃は C仔拙C17と一致し,アルカリで脱

塩酸すると融頭相0-ユ0ユOの hexEIChユorocyclol紙Jか

罷t

ir<lr
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t･ne(lnの放性件と共に1,L7..,'3,F)-tetracllrUl)enzcneを

ま柄と,I:,O叉一方 nlt)nOChlor(加 nzencの塩素化物を

蒸気非溜舟でpaT･titionchromat(,即aPllyで分別し

て｣二通の融点r)5-弧 50の結晶恕得たOこれらのこと

からこの融点 55-弧5Oの化合物は 1,i,2,.ru ,･3,6-
heptaclllorくつC_vclohcxane(hepta)の一新馳杜仲 と

考えられ 著者執忠百-1.i,2,3,4,.LG-hcPtaChlor O -

cycloheL-aneと呼ぶことにしたo
dio･1-nne酵液中で e-hcptaに L-brtlCineをイ囲j

させて執成54:～r7,50,此施光既 -2J.(ioの結晶を分冊
したoこの化食物C>塩素合致は CnH,lCユ7と一致し,

p(Jlar()gramでよ元の e-hcptaと発く同じであった｡

これらのことからこめ化合物は e-i-el)【Aの Y/蟻と

考えられ,充の 6-hcptaそのものは DL一休である

と赴けつれる0
2･a-BEOの塩繋化物中からγ-,8-及びe-1lePta

の単離確認.膏々(汚)は光に Lu31-IC の塩素化物の

pollTlr0,g.raPh 分析から a'13HC を塩素化すると

γ-1,1,2,3,4,ir),6-heptaclllorocyelohc･yane(rnp耶一

･q(3〔),･㍗-hepta)及び 0-1,1,2,2,3.4,5,6-()ctachl()ro-

cycloll七;t'anc(mpl細-1irJOo;O-octa)がifi成するこ

とを指摘し,実際にもO-octaを畢柳拡泡したOその

後再び かIiHC の塩素化物を箱師こ検討した｡その

結恥α-f汁ICを塩素化するとT-hep隼 及び (卜OCta
i:l外に 8-hepta及び8lht,ptaも生成することを赤.･外

線分析から知り,次で partitioncllrOmatt)graphy

によって γ-,8-及び6-heptaを分翻した0倍その分

別状態から, α-13lrC を塩素化して生成する 11ePta

馳牲体の大部分はγ-hep.taであE3,掻く少亀が 8-及
び ぎーheptaであると思頼 Lる｡

3-T-B五O並刑こ∂一及び.8-heptarの原子の立

棒望滴 ･叫 瑚 Cの原子配琴は既に節ユ酢 S)でFig･1
の Ⅰであることを明かにしたO この構治からまた成し

Ithashecnah･ea｡yrJdeP(,ユーtedthatl)yM･Na-

1如 im礼a王1doneofthepresentauthorsrりthe

molect]ユarcorlfiguJ･ationsof㍗-73HC,Srl,こし2,

3,4･,5,6-heptachlorocyclohe･rElnC(mplrn9-･エ4011;

∂JlePta)ande-I,1,2,3,4,巧,6-llePt;LChloroc5･do-

hcl+anc (mpipV7-55･5,O;8-i,･epta)､verereported

†Jyinvestigatingthechl｡一･ination.qL)dehydroc-
hlorinationsalldchlorinnti()nsofdehydl･OCh-

1orinaqf王｡11romp()unrlsofr-TiHCanditsl･ehtcd

compou71ds.Onthe()帥erhand,onLthe basis

ofthe dip.('le.mワment meSllrementSOL the

is()n一erSOf工けIC andits related c(mpotlnds

thelTl()lecularconfjgtlratj()nL'fγ-J311Chasbeen

assigned1)yY･Mori叫 Ⅰ.Miyag叩 a,耶1d叩官

等等
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得も hel)t･･tの班…FWII拙作を試すと Ir,ITI及び沖

のようであるOこの中 11が γ-I-叩ttTlであることは

紬こ筋 三周匝決めたo凝 って摂りの Irl及び IVの

申何れか】つが8-heptaであ(),他の1つがe-he柳

であるoa-heptaは γ-liHCを拡素化しても待ち氷

るから､今 I山 域は lVを誘導し得るmICの期巨
体を考えて見る｡ cyclohcJTLyane現ILL.)椅子型とした吻
合に考えられるBHCのlGの幽性桝 ltⅠ工Ⅰ馳ま~lV
がiE成する型は,Ihl外では夫々 VII及び Ⅴのみ

であるO従って Vか VIIの何れかが γ-BHC でL

ある｡森野等･(望)の指摘したように閃者の双極子龍野あ
計:附跡ま3･19.-2.03D(V)及び 1･SSD(VIり であや

り,γJmt め実測能率は 2･別)D であるo故にVが

γ-T'･llCであるo光学.竹に Vllでは 13-及び L-紗

が存在すると考えられるが V では考えられないOこ

のことは γ-ⅠHIC の光学活性体を分割できなかたと

云う梁翰結果 tLl】卜と矛盾しないo V から生成し縛る

hept=t典性体は lV,IV',Vl及び Ⅴ工'であるが,

その中IVのみがα-Ⅰ朔Cからも生成しうるO突放で

は α-工うliC及びγ1311Cの嘘素化によって e-hepta

ぬみが勲 こ3f成 したO経つ7:ⅠVが E-1,eptaであ(3､

1日 が ∂-hept;Lであるo

j_J,ttiに明ふにした γ-J3HC耽びに8-及びe-heptaの

原子の立体軌跡 忠常賓等(1)の光の提案と-致するO

約1報 (8㌧弥2報刷及び本報で智者矧 息α-,)･-舟

及び E-r'lJC,爪7-,γ-,♂--及び 6-hepta耽びた ()-及
びβ1)-｡Cは の原子-のr立体別語を明かにしたOこの過

程に穂川した他の馴鹿者の実験的私流特攻のLlつであ
･る｡即も,(1)cy(:loheJはnC環の構法は椅子塑である

と云うHassel等り2,13,】d)の分=f-7'ペlrトル及び閏千

廻折の結凪 及び(2)β-lil,ⅠCの構造は塩素原子が庸
子型のCさ,CIohekane喝の6つのC1)()ndと結合してい
ると云う 王)ikinlsくり1掛 1巧) cjフ載酢折の配収であるQ

ofthepresc諾tallthors(2-,anditsco王-figuamti｡n

agreedwithtlleCOrlelnsionrearhcdbyM.Nak-

azimaetal.()).Moreover,itwaslelusidate(日加t

亡hcmoleeulal･COIlfiguratioTIS｡f8-aiユde-hepta

whiciiwcrcproposedhyM.NalこaZim;t叫al.W
didnotconflictwiththe.C()ncl11Sion50fthe

invcstigati(msoftile壬rdipolelTIOmentSmeSl】rC-.

nlentSIAtprcscnt,thereisno-studyof the
moleclliarconfigurationsof♂-andE-heptabased

on other5t抑dpoints.AbouヒモhemoleL11ユai'
co方figurationofγ-BHC,how即,er,reSeaコ.Ch

havebeenmadebyG.Ⅳ ･vanVlotcn,Ch.
Kruissi味 B.Sf)-ijk,a昌dI.M.T3ijvoet(13,4)
J･弧 731.hroetf占)fTqm t加 Standpoint¢F i
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.二m.aydiffractionmcsurementJmdhy{),Bas-

tiansen,@･EllefsenandO･liassel(6)onthebasis

oftlleelectrondiffractionmesurement.TlleSe∫
scvcl･alpropositionsonthemolecularcc'nfig-

ul･ationofγ-BHCcametothesameconcltlSion.

Theauthors(7,8,9) llaVebeeninvestigating
thcstructuresofBHCanditsrelatedcompou-

ndsfrom thestandpoint,ofchemicalreactions,

Atthistime,theauthorsarepleasedto intr-

oducethedetaiユedaccountくぼthediscoveryof

8-hcpta fll0m the chlorillation productof

r一別ICwhichweJ̀eeL'plainedbriefユyinsomeof

ourreports(0.1)andthefllrthel-informationc'n
tileChlorination ofa=- alldγ-13fiC,and to

reportdnthedcteJ-minatio11猶誉molecularconLト

Lnu･ationsoEγ-I3HCJ8-)and E-hcptaastlle
rc.qultoftI稚invcstigatiol_10fthese'experimc-

ntals.

IJsolationdfi-heptafl･OmtheChloTiコlation･

pro血otofγ-BⅡO血且二虹onochlorobell乞ene.
叫

Itwasfoundhypolarographicanalysisthat

ti一eChlorinationproductofr一刀‡･lCeonsi>qtsof

atleasttwoo士themorechlorin坤 dsuhstanや毒･

Thecolorless,columnarcユ･さ,Stalswhichhad

111eltingpointof5:)～Ek,).50anddipolemonlCnt

of2.3J工)(2),wereisolatedfr()rrltheelllorinatioII

productI)ypartitionchromatography.Thechlor-

illeCOntCnt0.fthisct)mpoundFoundagreedwith

thecalculatedvalueofC6H∂ClT. Thealkaline

dehydroChlorinationp】･odu〔･亡ofthisポcompound

wasallユixtureofanisomCrOfhcJこaChloTO｡ydoL

hex,ene(ll-P ユOO～ユOIJ;C仙 CIG)and ユ,泣,3, 5 -
tetrachlorohcnzcne(mp48-49JiCoH望CILl),etC.

Ontheotherhand,from thとchlorinationpro-

ductofmOnOChlorobenzene, firstby steam

distillationandthen】)ypartitionehromatogr-

aphy,colorlesscolul'_ユnarer5,S上alswereObtained

ofwhichmeltingpointwas55-55.5O.Asthe

resulto.ithemixil描 mCltingpointmethod,it
isknownthattlliscompoun〔lwasthesanlE aS

thecompollTldhavi･ngthemeltirlgpointof55

-53･i50,whichwa.spreparedfr()mγ-JiHC.Tlle

authorsbelicve､thatthisCompoundhavingthe

meltingPointof.5う-弧 6oisal】eW isomcr

o日,I,2,3,4,日,8-heptかhl(,rocyclohぬaI】e(mono-

chlorobe‡lZeneユーel･achloride;hepta)andhere一

瑚eerthiscompollndi･- Rued I-1､1､2,3,4,(),6-

学 界 ユ6 耽

hephChlorncycl(山el';u e(いユーCIJta).Whci18-h{桝 I

wasreactedwith工√hrucincirkdi(JmnC,anCIV

ronlPOundwasscpar'atcd･'1､加 mcltingrm如

ofthiscol叩(川ndwar"74-tRj5･⊃anditsspec:i二fic
1-Otationwas -21.60.Thechl<汀inceontelltOだ

thiscomp｡tlnClど()umlaLqrCCChVitllthecaleuhteil

value()∫CGH.qC17. Fr'mlthe,sere.q111ts,this

compOundllaVingthemeltingpL,illtOf,54-5{lO

issupposedto15cL一百一heptala71dconseque-1tlv,

omginal 6-hcpta she)uldbc･TtI)L-a()l叩く,llnrL

II･IsolabiollOf γ-,6-,乱nd･e･heptafrom
もhe(コhlollinat]'onproductofnトB温CL

Onthefirstpapcl'脚,itl叩 Sfotけldbvthe

polal･0.graphicanalysis o,fthe chlol.inati｡ll

l汀Oductthat.whenLL-T汁IC l柑SChlorinated,3t

changedc三Isilvint''7･-h叩taand(ト1,1.2,3,3,-㍍ ,

O-octaclll(汀OCyCl()hcxrTlne(mp149-1500;()-oc㍑)

andalso 0-0｡talVaSrisL)lLltedactllallv.After

thattheatlthorshavesttldicdtlnthechlorination

l汀｡ductofn,-J3H(ご1〕ymeansofp｡1ar｡gl刊)llic

andillfj･aredaT)sL)rPtionanalysesandorgallic

chcmiE:;Llmethodwithparti如 rlCl-rolllatography.

Fr(〉m theinfra】ed analysisofsomeoL the

fractiollSSellaratedh)･pa]̀tjtioncmromatogr･Tt -

phy,itwasユcarnedthatob-hei)ta'whicl-wa･s
isolatedrecentlyhy-M･Nakazima,T･Ohkul,(.I
andY.㍍at.sumllra(】0㌔ ande-heptawerealso

produced fr(rm a;一罫flC lvith r-hepta and

｡-octa･ FurtherIrepeatingtheseparationof

thesul)staTlCeSOfthesefrEtCti｡ns,1)∫partiti()n

chromat(榔･aPhy andthepu]'ifjcationofthe

scpa].aモedmatter-i)y′recrystalizati仰,γ-･8-I
lande-hepta wereisolatea･3̂udgedfrom .the
stnteofeachfractionscparatcdbythepartiti()】l

rhr(rmat｡Traphy,itisknownthattheg■J-eater

partofheptais("ner芦Producedisγ･hcpta,an(i

㌔8-ande-hcpta a】【eonlylittle･
‡II.As軸 nmentsof恥 le6TIIallCollfigrlr乱 も -

jonsofr-玉EC,3-,ands-hepta･
pTilemOlec111a rFOnfit,Lyurこttion｡fnE-mIC ha-i

T7ccn alreadydeterminedinthefi]･･qt抑per a.q

isshowninIofFig.1･Tl陀 POSS王1-1cisom -

er.qofhep'ta,whiclie坤 be defiled from

this, arem Ⅰ‡l, aま】CIIV. SillCe Iエ1川S

㌔l概 ねassignedtol品 thenlOユec11hl:(･tmfigln--

at言on of γ-i-epta in the scc()nd ∫)aPCrLn),
opeqfth色 twoformsleftisof∂-hepta,anrl

].3
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工.QL-BEG Zエ･ II■-hopt.良 工エ工.a･･hopta エV.8 -hOptA VI工

Cl:===きコ~｢
V｡Y-㍊c vI VI' ェV/･駒鳴ept8 1 エⅤ/I

FiB･.i.;MolecLllal-CtmfiBur;ttioTl.qOfαTaTld)′-脚icandP()ssil)lc‡S(Imersof1,1j2,3,4,5,6-
Heptachlt汀OCydohcx;lnClyhichcanlleProducedfrom - al-d7′-IIHC

印 the.qeLigurだSthecyclohexaneringllqrepresented7)3itlhelragor)alriT一g,一Chlorine
atom inanequatoriallJOnd(e-1'rmd)I)yashh.tli-1e,(:hl(n･ineat()miW111apolarhon°
(p-l〕ond)by:1Srnallcirde ()nt】-chexagonalri71g,alldwhitealldl血｡kcirclesrepresent
clll｡rineatomsaboveandunderthecentr;ll

theother()i6-hcpta. Now,t;thingintoacc0-

11ntthefactthatthc二rOrmSHlandIVcilnhe

al.w r1e】-il･edfrom theformsVHandV()fユ6

i-岬.Sit)7ei-q,)rneユ.SOfP,HCrc判〕erth.Lalv,andthe

expel･imel舶1resultthat6-lleptai.qalsoproduced

bychk,rinat王()nofr-BrlC,itmusthesaidtlはt

(1rlCOrthehvo,VorVII,isthemolecular

c{nri.q-ati｡n〔)Iγ-BHC･ AーShasheenLP｡intcd

r)lュthyy.Mt}ritTO,r･MiyagalVa,andT,01wa,(17)
the･ぐalculatcdv'TtllleSr'fdjpolemomentsofthe

twofcJrnlSare･13.ユ9-2.i)3D(Ⅴ)andユ.8SD(VH),
andtheexperimentalvaluefr,'rr-ruJCis2.SOD.

ConLqeqllently,VshouldhbthelnOIcculIIrCOnfi-
Auration ()ir-13HC. J5eside.S,theexistence
ofl叩tll工)-alldi-formsa;epossiblein VⅠⅠ,
hutr)｡til一V. ThisdoesnoteoZl.flictwith

theexpcrimerltalrestllt(】Hthatth占opticalactive

ft)rlllOfr-T3HCiE;notSePamtCd. Thcisomers

(rfheptawllichCanhedeJ･ivedfromVarcIV,

IV′,ⅤⅠ,alldVI′,htltamongtllem (mllyIV
canI)a(山tainedhvthechlol-王刀ati()nofboth｡:-

andr-B‖C.Therefore,theconclt7)Siorlisthat

IVise-I-eptaand Ir‡is'8-hepta･Moreoヽ･eI･,

恥othD-andL-formsareposslhlcinIV and

thisagュ.eesCOmPユetel車with thecl'perilT旭ntal

14

plごLnP.

rcstlltthatopticalactiveforlT)Of i-heptais

sepこlrated.

Thustheauthors(7,a,9)stlCCeededindcternl-

iningthemolecularconfiguratirmsofか ,γ-,
∂-,ande-B‖C, 伽 ,r-,81.ahd･6-コ,1,2,3,4.
5.C,-hept'achlorocyclohexancand oJoctaandβ-

p-i,1.,旦3,4,4,5,6-0ctachlorocycloheぉanc(mpE耶O;
世p-octa),Theexperimentalrestlltsof()thcr

investigatorsIVhich were絶ferredtoirlthe

courseofdctermir.ingthesemolecularc(mfi計

llprati,'nslwere:.1)TllerOrlClusionofsttldies｡E

clectr｡ndiffractio.nme;tsl汀Cment-)vO･柑･nssel

etaLH13,19,14)thatthecyclohexar)cringisthe
chairイo】一m･i')The,卓ConClusion祥ofxl･aIVan-

alysisby.R.G.DikiT】SOnandC.nilicke(16)that

*T3ef(]rethepresentatltll()rSSet･theirbar)(i
tothestudyofT3HCanditsrrelatedcom ～

pounds, thismoleclllarconfigurationof
/7'-T3HCh･7LSbccnsupported 7)y0.Hassel
･TtndFINaesh;lgen,Eは J･W.Willi妄七m.i,and
J･Alr･Fo酢1herg'f37日'LMLa,'血 e(糊 ,即】dEl
Hetland(川〕fromthefiddofdlpolcmoment
.study,(Tlndl)yOf11如seユar]dT
onthebasisofgasc()uselec･tl･OndiffJ･aCtion
mesurcmer]t,andhad-practicallynor(叩m
fordollht.
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/棚 1-ICisfo】･nledwith6chlorineatomsbonded

t,,the6e-1〕('nds:をofthecydohexancring･

Them()lccularconfigurationsofγ-1311C.町
alldI-heptadc.tcrminedhereagreecntirelvwith

th巳OneSProposedhy M･NakazimaandT･

Oiwa(]).

EXPERエ拡ENTAL

I.Polat･oraphicand hfrarea Absorptioユl
Analysesand Partition Chromatogl'a-

plly･

polarogユ･aPllic;;･･:iand infTared*瀞*analyses

ll,erellSed astileSupplementtotheorgal-ic

chemicalprocedures･

ExpeTimel-talcot.ditionsofthepolarographic-

analysisWasnearlythesameas･inthe古aselJy

IM.SllZt1kiandM.N{Tlkazima,(望])andiヾgasfolト
ows:

加Sesolutioz':dioxane(40%)ーa1-d せ.7%

(cfiB).lNBrsolutioll(1.0/L'b/),and Eoエtoffls

13ufLersolution(pH-7), ContainillgSOme

ofgelatinasmaximtl望 ･suPPrCLSSOr(5O%)･

r3eforerccordinLqdis()ll十edoxygenisreln-

ovcdfJIOmSOユtltionbyastc'TLm｡fhydrogen.

Reeordi-唱 range:-0･ユ--2･OV･(N-ealomel

elecErode).… I

TcmperTaturc:250土0･エO -

H1Galva110meterSensitivity:3.Ggx10-月or1.045

xl0-8LA/7111m/m

QucllitatilEreanalysi頼 ytheil,fJ･aredabsorp-

tionwasdollCbやMr.K.I<tlratani,Chemical

I.aboratory,FacultyofSeiellCe,TokyoUniye-
rsity, <Ttnd the･判)eCtrOPhotometer used-was

ofIヨairdmake.ThelVaVerangemeasuredlVa5

5.SIC-ユ6/I.Thesamplewasmixed thdrcnlghly

withparaffillOilinsolidfurm二

/pa]･titiolユChromatographyllSCdwasamodト

f凍 ムnofL･.L･Ra-scy･salldW･Ⅰ･Patterso-
n'貞･(q-ll), andwasasfoll(llVs:

Preparationofthepartition亡11rOm紙-graphic

cohlmn:廿oloogr,,hmsOfsilidcacidinalarg･e
miLril-LqrVessel,10･gramsofnitromethanelyaS
added 5times,and;mixed thorollghlyaftel･

eachadditiorl･Thellaljoutlopgrams,)ipetr-

oleunlether(一一p6〕-800)was.aCIded ∫Gtimes･
andmi･yedthoJ-Uuglllyurltilitbecamea.Slurry.

Therestlltant'slurr_vwaspouredintoaglass

tllbe(absorptiont'ube)･Thesizeofthistl山 e

was3cmO.D.汰7JclnlongandtheCdnstricted

Tj 16H

endwaspluggedwithasmaHpieLleOfc｡ttf,n

w｡ul･andonlitasmallpcrf()r'atedplatea-'out

2･Scmindiameter､m SljlILCed. Thetul)awas

placedi】laelalllPOZlaTingstandand conn-

ected toacompressor乙Iirlinethrollgh the

pre･qsureregulat()IandprcsstlreWasaPPユied･

WhentherelmSStlfficientspace王ilthetube,

仙eTe早tOftheslllrryWllSpouredin･ When

thesilieicacidwassofi1-m thatFitretained

itsshapeOntipplngJtl-epresLqM-CWasrCleased･

PTOeedllreOfs叩ar;ltipn:'rn leSamplel柑 S7
di･qsol､･cd,inthe･petmJleLlnletheJ･TCILgelltWllich

wassaturatedwithnitr()mctllane.Thisstlluti()ll

wastransferredi()theahsorptimICOh川ユn,Cn-

reftlllysothatthetopOfL･hesilieicacid lVaS

* Thisisshownbysimple110tation (lf

1)(polar)alide(eqlJatOrial)pr叫)｡Sed by
C･W･乃ekett,a.S.Pitz叫 anfllt.J.Spitz&11
(]･Am･Chem･S>oC.,69,ご468(1947)).
** OftheLiveis()..11占rsofJ3HC,ゴourof

hepta,fourOfocta;,/′-13flC, 伽 ,γ-,8-,
ancle-heptaalldo-octaareJ'CtluCed▲ata
dropplng mCrCtlrYLla伽 deandthe 如If
waヽ.epoten毛細Isofthesecomp｡unds 抑e､
al)out-1.15V(ごu, -O･94VL2望), -().LqVr幻),
-0.(JL-JV,-O･tJV,and-0･JLI)V(i'汚)respectively.
TllereareSlightdifferencesamongtlleSe

p｡tentials,aT)也alsothefoュ-mSOflVaVeS

f∫.om OneanOther･ TiycolllPa)一ing H1eSこ

potentials,itisknowlユthatthehalfVat/e
potentialsofthechlorinederまvativesoJ:
CさelohexanedecreaseaStheirchlorinecu-
1加如 inel･租seS.

☆ ･:柑 Thec｡rlClusi()llbasedonlyonpularo-

graphi(:ana丹sisoftenlacksacctjJlaey,1如 -
ausehalfwavepoヒentialsofthecompol】11ds
mentionedintheabo.venote,eBPeCiILユユyoゴ
hcptaJareVeryCIos,e-ヽvi紬 oneallother'
andthereispossib1ccxistenceofunkow‡1
dcr主vatiγesofwhichhalfwavepo仙1tial.i

aTli:e?.leofSoCl.Ct:5ti17',Of:_ea]･Oefd霊 sao7r'l崇.iXOmaPnOLTll荒
wasusedtotracetheseco7rlPt)undsquali-

taか,ely･
rTlfrar.cdabSt)】･PtihnSPeCtm OfisolnerS
of刀HC,heptala71d octa1-5ed∫(,】･the
analysisal.eth上,seshowninthefollowュr,g
reportWhichwillbep111)ユishedsoon･
K,Kuratani:燕 portoftheinstitut占of

如1桝 ,I5,(19抽

適
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notdisturhcd,ThepJ.eSSurelinewas｡onrlCCted

tothecohmm Iln(1sllfficiLLntPTeSSurLl(3-7

ユ†'S.persqljareinch)wasal)1〕lied紬 {･at】sethe

scIIventtopert()htethroll.q･11tl-C(,olulnnatthe

rate(,fa-〕oot5ccperI一山1-te･TheillStanthll

the.suhlt3°nhadslmkintotheglel,tllePJ-CSLSure

w.rLsr(21(I;LSe(Lrllhentlietuhcwasllilled with

仙epctmletlmCthcrreaA･entandthel汀eSSure

lm StlpPljcdagnhl･A∫tcracertainvoltllllCOf

pcrc(血tesolutionhLldlIaSSCdthrE,tlLqlhtlleCO-

1llmn,りIeCollectionof別ccjractiorlWasbegun,
andthesulventwasr叩lOVed,Thefractions

werecolle(二tCdlmtillュoSユgniJTieantalll()1111tOf

materialc;一methroughthecolumn.

エⅠ･Isolationofa-hepは fl･Om theChlol･ina-
tioll:PI.OdtLCt.Of7,-BllC.

Usingtlle巧ameaPPnl̀atuSaridbytheLqame

nlCthocl,described inthefir純 papcJ翌, ].3
A･rrLmSt.I7･一一13HCi(mp112-112.rJq)Wn,qPll(,tO C -

hl(lrizl:liedin400gmnl.qOfCarh(mtetrこIC111oride

sいlutioncont油】ing 1(与Lq.ram.{ofchloJlheat

てい･0()vel･IlPt}ri{)aofl･;-)houl'S･A･ssoollaSthe
rc;lCtionlVllSf呈nisllCdtileSnll,tntWablrLlmOVed

hy(】istillationorlSteambath andthell1mdcr

diminishedpl.eSSllre.FinallvIELR.ramsOEtlle

residualOily sol)stal】Ce Was Ohtaincd.The

polarogram ofitisshowninIIofFig･2･

Table.1:rllustrat王TZg theCollectionof

山
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Fig.9:PolarogmmS

I･ 1,2,3,4,5,6･hexachl("･ocycloTleXene.(mp･
ユ00-】07.0)CollC.:4xlO-imol

ll･chlorillationproかICtOf)-Ⅰ汀1C:
‡lI･ト]I1,2,3,4,tF;JI6-heptaehlorocyelohexa伽
Coi〕C.:4×10-dmol

rSyol)scrylngtllispolarogl･am,itw;lSfound

tlla亡)13日Cwasc11aT】gedintoatleasttwoOf

themorechlorinatedcompot]nds,e.a.A and

B.FivegramsoEtllis()ilvmatterI粕sdiss0 -

11ed in 40ccpetroleuln etherreagcllt and
_--←-

percolateFra'ctiLlnSaTldtheirClassification
from orleClllWlJnati｡TIProductofγ-Ⅰ3H(;(i-)･lgi-amsorpetroleulT)■ethcr
soltll)1ematerialplacedon

Fraction

㌻ヾ､. W. 言 ･:二

爪UIE

1
2

3

4

1
n

n

U

t

･I

CO
O

八U

l

り一
3

!

l

｢ユ
｢L
ユ

O.LJl.

0.･2S

O.36

I)∴11

0.37

0.39

0.34

rJT
n

H

1L
り
｣

3

り
1

3
9

H
3
3

3

1

0

o

n
U

n
U

0

1

潔 20ccfractio工1,No.1being
16

thecolllmn)

nescJ･1.ption Classification

120-140ccfraction
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けarlSferredintopartitioncolumn･Thereslllt

oftheSeparationprocedureisshown couccト

ivelyinTablel･

AfterrepeatingOtimesthesameprocedure

with46gramso.IotheroAilysubstanceJthe

fractionscorrcspondillgtOtJ-cfractionsNo･7,
8日OJar)d10ofthistablelVereCOmbinedinto
o71C,and12･7gralnsOfroughcrystalsofwhich
meltillgml唱eWasr)～4:9〇wereol)tained･These

cJ･ystalsweJ･CrCfractionatedinafreshcolunm
ofthesamesize,andthemiddlef】･actiorlSwere

collectedandrecrystallized6timesfrc,m iso-

propylalcohol.Thus7･6g･脚もsofcrystals

wereohtailledofwhichmeltingpoinh＼′as55-

tr')t')･50,half､vLTtVePOtentialwitsal)Out-O･!〕V,
allddip0lcmonlentWas2.幻 Dr-3)AThepolar0 -

gritmOfthiscompoLllldisshownih IIIof

Fig.2andchlorine;tnalysisgavethe:ど()11ow-

1Tlgresults:

･7ound訂::･5

Sample(mg.)AgCl(lug.)Cl(,qn')

21.3 Gう.(; 7d.ヨう
2_).G G9.8 76.4t;

calcd. CL】り巧C17-･-,･-- ---･-76.46

III.IsolatiollOfe-heptafrom the Chlori-

na.tiollPTO且tlOtOf二拡0110C1llollObell宕ene.

Onehundredmillilitreofl% NaO,fisolution
I

wasaddedto203gramsofmonochlorol)ellZene

inaflask-,thenthc､vessellVaSCooledi)yice-

Watel･,andchlorinewaLSappliedslt)wlvr()ver

aperiodrot2hourswithstrong stirringin

thesun,W鼻IilemoreLOOccofl% NaOH soレ

utionwasd1-OPpedt】vel'the】~eacti｡Tl･When

thereactionwasol,er,theoilymatterwas

separated;andahotlt50gmlnS.OL unreacted

monoehlorobenzenewasremovdI)vdistillation.

Afteronenight'scooling off,theprodllCed

crystals(mainlyof針かOCtaandaThepta)were

separated,andthellnre;tCtedmatterwasrem-

oved叫adiminishe,.もpressure･(Thetotalof

theunl̀eaCteLimatterwas117grams.)Thus,
203･5A-】.amStOFoilysubstancewas out;Lined.

added,anddi･qsolv吋 hyheat,thencooledforヽ
onenightandtllCProduced(:】･ystalLS (Chiefly

ofかhepta)watsSeparatedf'･om motherliquid･

ThisliqtlidlVa･SSteamdistuledJand汎 ;3gr-

amsOf'oilysl山stanceofmiddlefractiollS､Were

obtained.Tem-1illiユitreofethylalcoholwn.s

addedtothis,cooled,and thentheproclLICed

crystals(chieflyofa-hcpta),wcrcseparated.

Themoth肝liqtlidwasrcfrLICti(}mte｡-)ythepa-

rtiヒionchro--1at｡graPhySan(7thefrnCticH13Which

weresupposedtobeofeJlePtaWereCOllcctcd,
andrecrystalliztldhylS(-prOPylalcollO13ti川es,
andl･12gI･a-nSOEcry.jtalswereohtaincdof

whichmeltingpoi叫 wasl):7-55..F～G,llalFfw礼l'e
potentialwasRT)()uゎo.9V.ThisdidrlotsilOWthe

depressionofnleltillgPOi一一twhelllni.TLpedlV.lHl

e-hcptawhichlュad-)eellOhtairlCd-)ythechlo-

rilmtio1-0日 ,-17,JIrC,anditwaslm Vedth礼t

･theset､Ⅴ()substanceslVeTCOneandthe salllC.

IV･‡solaとionofan lsollleltOf1,2,3,4;5,6-

荘exachloTOCyClohexene alld.i,2,3,5･
TetTaChlorobel12;Onefronttile A11はlille

I)ehyかochloTina･tionPllOatlC七of･e-hep如し

Fo11rhunlh･edandfiftygramsofacctonc

wasPlacedinaflaskLqnd3gl･amSOfeJICPta

l叩･Sdissolvedinit事Fivehundredandfi∫ty

millilitTCOf如 ltoff'sbuffersolution(pl-I-ユ8)

wasaddedslowlyoveraperiodof30mimttes

withcontinue"sstirri壷,whilethetemperature
ofthere;lCtionwasheldat30D･hyLmeLlnsoJ'a

watel･thermostat.T上IereactionwasthellSt(〕-

ppedhytheadditior10fa･cert;lin乱mOuntOf

N-HClsolution･Theacetonewasrcmovcdby

Stcamdistillationandthcェ薄汚idunlmiLptureWas

extractedwithether.'rhuSユ.ggral最 ofoily

substancecontainings')111eCl･ystalsl柑SObtaitl-

ed. Tllissul)stancewasdissolvedin2Dccof

thepetroleum etherreager)tandtransLerrcd

ir)topartitioncolumn･There,Suユtof坤esepa-

rati()nisshL)WnCOllcctivelv'inTable2.

Thb-fractionsNo:2(nlp4D-430)and3(mp30-

329)(!fthist的IewereCombinedandpllriflcd

4 timesfro111isopropylalcohol.,Thus,0.13

gramof･crystalsofwhichmeltingI)Ointwas

4S-49〇were｡btained･'rhechlorilleanalysis
gavethe.followlngTeSulEs:

Sal叩ユe(mg･)AECl(11将･)Cl(形)

Fotlnd岩害鳥 投 書 歪62:喜 髭溜

Calcd. C¢HeCl8--･--.I--- .-r)5.71

Fromthesethiscompo坤dwa‰pl'OVedtohe

1,2,3,5-tetr(TIChlorclbellZehc.

･ L7
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rl､able.2:IllLtStrati71gtheCollectionof
fromor】cDellydrochl｡rinrLtion
clohcxane(1.9ど.ofpetroleum

No･*lwe1-qhtg･
Descj-iption

oil;slightlyColored

solution;eolcI.T･less

ク

solid;colorless

Crystals;colollless

solid;C(山)1･less

oil;sli.ghtlycolbTCd

crystals;colorless
g

oil;slightlyeolorcd
ク

No･I.1)ein.gthe.140-16L]cc

学 齢 16焼

PercolateFTaCtions andtheirClassification

PJ･Oductof1良-ll1,2,3JdIET,)6J-Ieptachlorocy-
ethcrsolublenlaterialplacledonthecolumn)

ClassificatioJl

unkown

tetrachlorohenzene

alnixt17re()ftetrachlor()benzeneanda
littlehexachlorocyclohcxene

amixture 竹ftetraC:hlorobcnzeneand
hexaclllorocydohexene

hexachlorocyelohex+cne

ai一山【tureoHlCXaChl'Irocyclohexcne
ande-hcpta
ク

e-hepta

ク
tlnkown

ク

fraction

Tl-efractionsNo･4(lTtP70-f)Oo)alldr)(mp80-

9Jo)ofTabie2werecom7)ineda-1drccrystallized

4tilnCSfrom isopropylalcohol. ThtlS‥ひ.23

gram ofcrystalslVere()btair)edofwhichmc-

1tingpointwasloo-ユ0loandhalfwavepotcn-

tialwasahout-013V･ The polarogram of
itisshowni汀LofFig.2: Thechlorirleal-a-

1ysisgalrethefollolVingresults:

S叩 Ple(mg･)Agql(mg･)Cl(/a,0/)

Foundhh,T.O:基 監 手 g…二喜 設 岩手

Calcd. hC脚 4Cl6--･･-- -･･･--73.08

ThisconlPOullddidnotshowthedepressionof

themeltingpointwhenmixedwithallisomer

of 1,2,3,も5,6-he芥achlorocydohexene o.fmp
ユob-101oisolatedrecentlybyM･N･dkazirna,
･T.01血lboiandY.Kats111nura(lO),which_shoIVCd,
therefore,thatthetwoconlPOllnds.werethe

SamC.

ThefractionsNや･弓(111p46-4So)and9(mp49-
500) werecombinedandl･eCl･ystallized3tまmcs

froIT】isopmPylalcoholandtherl0.09g1-am

ofurlreaetCdc-heptaWasObtained.

V･鮎paratioユ10fi -トもepta･
Optieallyactivea-rjllCissllCCe･SSflllly 的)-

aratcdhyS･J･Cristol(l】). Theauthorsapplied

ljismethodfortheseparatioT-iL-hCpta,

Five gr早ms Ofトhepta,12.4gralnS Of

18

I/hrueilleand50ccofdioL'anewere;tlloWedto

standatrool'ntcmpefatureかr6days･The

alkaloidandalkaloidhydrochlorideweJ･ere-

lnovedhywashingwithlVateranddiluteacid.
Tilelllixturewasextractedwithcthel･and3.ユ2

gr叩1SOfoilysul)stancel鴨sObtaillCd.This
wasseparatedbythepartitionchromatography

andtheresultisshowncollectivelyinTables.

Thcpro.ductsoffractionsN().2 抑d31Yere

ct)mhir】cd and recrystallized from isopropyl

alcohol5times.TlluS,0.091gram が crystals
wereobtItined,O二だwhichmelting pointwas

43-49Q.･ This compounddidnotshow the

dcprcssionofmeltingpointwhenmixedwith

1,2,3,5-tetrachl｡robenzcneisolatedahovc.

･TheproductsofでractionsN0.4 and5were

eombincdandrecr･ystallized5timesfromiso-

propylalcoh()1･ Tllen0.089Jgram Ofcrystals

lVCreObtained,ofwhicllmelting pointwas

1.00-ユOLoandthiscopn晶unddidnotshowthe

depl･CSSionofmeltingpointwhenmixed with

ani.qolnerOfl,2,3,4,5,6-ユ1eXaClllorocyclohexen缶

pfmplOOr10lodescribeda7-ove･

TheproductsofthefractionsNo.6,7.and
8we.recombinedaTldl･eeryStailizedfromisop･
J'OPylalcohol5times･ Then0.41 gral‡10f
cJ-ysねlsofmp53-54owereobtained,andjt占
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T.,L731e.3;IllustratingtheCollectiollOfPercolate:Fmctionsandthei三･CliLSSific.lti州
.fromoneProdl】CtOl)tItinedhyReactinge-heptawithr:】h･ucinc(3.12g.
ofボctruleun-ethefso王ul)1cmaterialplacedonthecolumn)

Fraction
*lWeiEtllt.ど,
trace

0.21

0.26

0.3

0.31

0.37

0.33

0.29

0.37

0.27.

trace

nescrlPtion

oil;slightlycolored
/r

solutiotl;Slightlycolored

oil;colorless

cry,seals, containingsome
oil;colorless

oilysolid;colorless
か

ク .

/r

ク

oil;slightlycolored

Classificatiun

llnkown

Ietrachlorohen2;ene

tetrachlorobenzeneandlはⅩaChlorocy亡lop･
hc.Yene

hcxachlorocyclohexeneandalittle
e一hepta

hexachlorocyclohexenearld8-hepta

e-heptaandalittlehexachlorbocyclo-
h占Ⅹene

6-hepta
ク

J:/

ク
unkown

*2Occfractions,No.1being12O-140ccfraction
polarogram wastlleSameaSthatoforigillal

8-hepta･Thespecificrotationandthec1-lorine

a71alysiswereasfollows;

〔α蔑 :5W 且か21･60

F仙nd記3:茎
SalⅥPle(mg.)AgCl(mg.) Cl(,0,0')
21.9 67.5 76.29
20.2 60.3 76.68

Calcd, C6H5C17･-･--------76.34

Theserestlltsindicatethatthiscompol王ndi.i
Table.4:Il工ustratingtheCollectionof

L-三一hepta･

VI.TSOlationofγ-,6-,and 8-hepta fl･Om

theChloI血ationProd山Oとofa一五ⅡC

7J-BHC,13graTr]SOfa-BHC waschlorjnatcd
andユ7･8gramsofoilysl伽 tancモWaSObtained･

Sixc'OmmaLivegramsofthisoilysubstance

wasscpar<TttCdbythepartitiorlChromatography.

alldtheresllltis(:011cctivclyshowninTable4.
PercolateFractiolnsaridtheirClassifもニAtion

fromOneChlorination十PJ'Oductofα-BHC(6･5g･ofpctrolcumcthersolul)le
materialplacedonthecollユmn)

No･瀞J WeiRlltg･

1

.
り]
3

4

5

A
U
7

8

CU0

1 0.31

0.42

0.40

0.46

0.49

0.43

0.44

0.30

0.44

0.47

0.40

0.39

O.79

* 那qefTaCtion,No.1a

JlescriptLion

crvstals, containing soTlle
oil;colorless

:lrlETSEa611So7,1cc諾ntail'ing some
クク

~oil;colorle阜芦

crystals;eolorlerss

erystaエS;slightlycolored

oil,containingsomecrystals;
slig壬ltlycoユored

ク

solid,ContainlTlgSo血eoil;
colorless

solid,contaiT)ingsomeojユ;
slightlycolored
ク

crystals;colorless

bei喝 1割 1140ccfractiorと

Cユassi.fication

amixtureofnona**andalittleo-octa

amlXtureO二Fnonaand0-octa

anlixtuJ･eOfnonaanda-octa

amiL･allre●ofnona)0-octa,andγ-hcpta

amixtureofnona,O-octa,andγ-hcl)ta
amixtureofγ-hreptaand0-0cta

amixtureofr-ユlePtaandalittleO-oct･Tt

amixtureofα-BHCandr-andを-hept･TL

P

amixttlreOfかBfiCandγ-and6-1lePta

P

ク

α-BHC

準*noTlaくn(ma c hloroCyclohexane)
､t辞
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FurヒheT,Oth仁一r9.blgl･TinlSOftheoilyslll)stance

､ヽrasscl)amtCdinthe.qamc､ir=1y･Theira(,Lion.q

co7･I･C.qPOlldir].gtothe frartiollS No.Gand 7

1VCrC･C̀'mhhlCdintooneEIndlT).OI1gramsof

rol】LrhけyStals(JfwhichnlCltin.qranLqeWTIS

53-T3GowereC山taincd.TlleSe Crystals wel･LL

recrystalliTed6times-fronlisoIH･叩ylnl-:(,hoュ

andoncefユ･0mmCthvlnlcolml;llTT11.90月.l･amS

()fcrystalslYCrCol)tiline(1('1.which meltin g∫

point､vasr8･3-SG〇 andhaユtwavep()tclltiallVaS

nl)｡11トOlSV･ ThiscompolJTlddidnotshow

the(】cprcssionofmelting pointwhenTnixcd

wjtlH′-hcptnWhichwassynthesize(Ifrommom)-

cl】1(JrOhenzLlnC(')･5),
/

Therl･aCtioTISCOM-eSpOndi71gt()tllefractions

No.Sarid9ofTat)1e4wereCOIT)I)inedilltOOlle

andl三L41gramsofoilysl111stanccwas()ht.TLi-

ned.Thisoilvsul)Stan(･C Wasl･efr.Ttetiollate(11■
inthe二Freshcolllmm,andtllemiddlefrtTtCtions

wereC=11eeted･ylthcinfraredal)so3･ptionspcc-

tmm oft1-issuhstalleeisSamplc･2()I-FiFr･3･

帥

紬I

へ%
)iq
O
I
S
S
I
I
d
S
Z

V

出

1

LJf一点pIt:ヽー 郎之 押Q肘O 如plO.ノDP iJJ7}J{JW ′〟p･∫一J In70

BOO 7qG aQP .紬0 100DllOO l即0 1800 1VOO l叩B
WAVENU_～1r3riR(cm-1)

Fig･3:rnfraredAhso】̀ptionSpcctl･aof
Substar]ceofPercolateFractions

Thiscurv9Showsthecharacteristicabsorptions

()∫i-hepta,1)Csidef1f)I-hepta,andconsequcntlv

thelexistenceoftheCOT)Siderableamotlnt()f

elhepヒa･TheSUT)stancelVaSl･efr･TICtionated主nu

the.freshcollユmn, nlld themiddlefr:lCtions

werecollected.Thqnthesubs紬ncpwasfracト

it'nallyll･eC'･yStalliLged6timesi,,･om isopr.pyl

alcoholandユ..3GBlrnmSOfc吋stalswereOl)tai⊥

ncoofwhichmeltingi)Dintwas.･3,～)⊥35.50･and

llalfWavepot叩tialwasal)out-0.gV. This

compoLmd didnotshow tユーe dcprcssioll Of

-20

meltingp｡i11tWtlCnmixedwithe-heptawhich

ha(I1)eeh')1)tainedl)ychlorinationofγ-BIIC､
'rh戊fmetioT)S(:OrreSp011dingtothefr.actionLS

No.肌 11Landltd､遜recombinedintoone細d
21･'I]･-igral-1S｡fsolitlwas(,btained.Thissolid
wasi.efractior)n･tedi一l a巾･eshcolumnandthe

m互ddlcFractionslVereCOllectedand13.98,gmms

of soli(iwasol)tained･Theil,frared absorp-

tiollSPeCtnLm OAFthissuhstallCei･sSample.ユ

()EFig.3･Thiscurl,eShowTs,besidetheal娼_
orptions｡fr-hepta,thecharacteristicabsol._

ptionof♂-hcptaandconsequentlvtheexistence

ofsm:IllalnOllntOfお-hepta･Thesllhstaneewas

refractionated3timczsinthefl･eShcoll]111n.

Thdfractio-1SWhichwerestlPPOSedt()consist

mostlyof8-hepLaw61･eCOllected,andfraetト

ollallyrccrystと111izcd三I)atinlCSfl･Om isopropyl

alcoholand O･97gram of｡)･5,Sealswereobta-

ined ofwhiLlh melting polntWas J39-1抑

andhalflVLtVePOtentialwasahotlt-0.95V.This

o()InP(川nddidnoL･showthedftPreS.Sionofme-

ltingpointWhenmixcdwithLLllePtaWhich

wasprcparcd ニFroTT) γ-13HCbydehydrochト

orillati()nandthenbvchlol-ir)ation(10).

COyCLtrSIOy

1･ A newiSqmerOfl〉lJ2〉3J4,T),6-heptachト

07･｡Cyか hexane(=イorm)ofwhi仲.1--eltinLg
pr,intwits･Rj･,3-弧 5owas号oljtainedhythe(･h-
lorination(Ifr-13HCandmcITlOClllorol二Jen2ene.

∫
21 AnisomcroE1,2･3,4,5.6Thexachlorocy-
clullCXCneOfwl-ichmeltingpointwaslO0-

10王owa占is｡latedwller"-heptawasdehydr -

ochlorinatedI)yalkalinesolution.

3･ Alevoroモatoryform of6-heptawasse-

paratcdl)i,reactingE-1lCPtaWith L-bruciT)a.

4･γ-I♂-,aT)da-1III213,4,5,6-lleptachloro-
cycl(Ihexanewereisolatedfromthechlorina-

tionproductofa-B‖C.

Ei･ Molccularcorlfigurationsofγ-B‖C,8-,aL〕d
e-1･1,213･4,5,6rllePtaChlorocyclohe,VanelVere
deterlni1-CdbyinvcstiLqratlilg th.echlorirlation

ofγ-and叫 3IICandtheirchlorineconfigt.I.･a-
tiollS areaS1)Blow:

γ-1iHC--- --p,p,p,C,eI＼e
.一~~＼

∂-hepta--･････pIP,e,Pele,e
S-hepta･-･･････p,p,pe,C,a;e



防 虫 斜

ACENOWLEI)GEhIENT

wewishtoexpress mr appreciatioTltO

assistantprofessorM.Nakazimaforhiskil一d

advice and toProf.y.Moril10, CIICmic･al

L丸horatory, FacultyofScience,TokyoUni-

vcrsjty.forhisillStruCtJ'(帆 Wea]･ealsodc叩ly

indcl)tedtoMr.冗.lI.llratani, ChemicalL的O-

ratorylFacultyofScience･Toky()ur,ivcrsity,

forlュisassistar]cein.irlfrarcdanalysis･

Thecostofthisresearchhashcendefra3,Cd

∫runltheSCientificResearchEllCOuragelllent

Grantfrom theDcpal･tmcntofEdtlCati()n,to
whichthe.･Lllth()1･S'thanksaredtle.

References

1) MINakazi一望 andT･Oiwa=this伽lletin･
15,114(1.0ミo)

ヨ) y･Morlll(),I.lWiya昌■awa,andT･Oiwa:

ibld.,15,131(19.30)
●

:】)GJW .va.nVloten,Ch.AIKruissink,J3･-

Strijk,andJ.M･Ijijvt)etl'Natu.re,162,77L

(1945) ､
4) G.W.vLlnVIotLll.Ch.AIKmissillk,13-

Strijk,andJIM･T3ijvoICt;Acta Cryst･,

3,･139(191-)0)

5) ∫.M.別J'voet:lie(～.Tray.】Chhn.,67,

777(101∃)初
～6) 0･王はstiallSCn,Q,mlefscn,ar)dO･rraSsel:
ActaChem,Scand.,3,91.8(1949)

7) T.OilVa,ゴミ･Y;tmada,M.lIamad;t,NL

Inoue,andM.Ohono:thisl''ulletir】,14.

42(ユ舶9)

8) T･Oiwa,pR･Yamada,M･Hamada,M･Inoue,

andM.Ohno;ibt:a.,15,32(1950)

9)T.Oiwa,R.YamAda,andM･Ohno;ibid･,

学 節 16 故

IS,S(3(lmt))

lO) M.Nat-azima,T.OhkuT)0,andJy.1榊 suln-

1】ra:iT,ld,15,97(lCrJ0)
1.i) S..1.Cristol:J,Anl.Chem.S()C.;71,1醐･t

(lfはOj

12) 0.TIこlS.qeland C.Fillbak.･Arch.Maul.

NattlrVidcnskこdT),45,hT(-.3,i;(1舶l)

li;i) 0.1rassclandmOt的r:ibid,45,Nf'.10,1

u94望)

14) 0.1Iassel:rids. Kjc111ir3cl･BVe昌eJ川加tり
耳,32(1043)

1う) 択･G･DikinsonandC.13ilicke:J.Am,

∴Cllenl.Soc.,50,7(沌 (ln2日)

ユG) O･IlassclalldF.･Naeshagen:Z.Physik.

Chem.,13.12,7口(1931)

.17) J･W･Wi】】iamsa-1dJIM.FogelllCrg;J.

Am.ChcITl･SrコC･,53,L'Cr)6(l耶1)

ユS) H,Martirle:∫.Soe.Chem.111d･,65,doヨ

nE)4G)

ユ0) 1三.王Tetl.･lnd･.ActaChcni.scn-ld,,2,P,7.q

(l舶句).

'30) 0･‖asseta.ndT･'raalarld:rnd5･Kjtll-1言.

flergvcsenMet.,2,ti(1'J42)

'31) M.StlZukiandM･NakaP:ima:this伽 11e43n,
10,LF】L(7E145)I

2.3) N.Tallakaandユも･TamanluShi:Chetni･qtory

andChemicallndusf:ry,2.i.15(1舶9)

23) T.OilVa,R･Y<TtTrlada,比 .Ar;Lki,andM.

Ohno:thisI31】llctin,13,23(19細)

24) LL.ltalnsey-andW･I.Patterson:J(川rnal

oftlleAssocia,LionofOfficialAgricultural

Chemists,ALTg.工f)細

2.3) .M.NakaZima,_W.SllZllki,Y.Ⅰ亡atsumura,

aTIdT..Ohk肋o:thisBulletin,ll,3(1949)

凱udieSOntheEcology ofJ軌paneSe耽Osquitoes･2･On仙e斑arsll拡osquito略 Ma-
nsonia･yukidshogaki(Kyoto,3t-)thStat･l加spital,Mal一Surv･Sect･)Recei､叫 Jarl･弧

105LBotyu-Kagahll16.1,7951;(WithEllgli,qhrisum6)

3.日奉藩政族の生整学的研究,9.日本産ヌマカ属 Mansonia,の生態に放て

正垣準男(京都 ･発寒弊35ステーション ホ7,ピ5,i,･･マ ク 1)ヤ研究蚤)弧 1･31更地

筆者榊抑721年(lo舶)以来広郷に進乱せる雅軍基 (TJ川 ("LuJ】),lOO3)の2矧こ託て報骨したい｡
207邪険 (207thMal.S;.rv.Jjet.) の命令で｡ Ⅰ.アシやダラ又マか Ma"sotltpà(外如甲DnOl'des)
本法蚊族の耶賓に従事して屠るが,此処に筆譜の採集 tJnijbrmistTln･:()11Al･T】,19批)
せるヌマ朝霞 MansoFZiaで共の幼虫が相異な形態と 成虫の全身特に脚の私 版節に多(の臼斑があり,

腎性を持つアS,マガラヌヤカ Mm7SOnia u711fbrmlTs 基の幼虫の駄臥水奴がマコを,ドクゼ.),浬等のある

(TrlnO王3LtTJD,11(J町 とキゾイpヌマカM.Oめ･acca 摺沢であり,晒つ近成虫も池榊も 翻岸等の悔糾包域
凱


