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The aontinuou interest in the area of the biaplo[3~1.0]hex+2-on-'tyl 

aatlsnbl) prompted ua to investigate the aorre~ndlng benseblayala eyrtem. 

Thi?, work roporta same resulte an the aol~olyeer of 4-ahlcm-banm[&]blayalo 

[3.1.0]he~2-ene (&-Ol) and the perahloria aaid aatalysed ieomerisation of 

the aorreapnding ilaoholis (&-OH). 

Bolvolysem of &-Cl1 (nLjrttare af $dl~ and a) ham been aarrird oat in 

buffered and mbuffetied aqueoaq dloxme jieldiag the mrearranged alaohals, 

m and ~&-OH a@ roll a? the internal return produat (1-inden@)-ahlaro- 

methane Q-01) (see table). 

Ae &hewn in the unbuffered solvolpir the raid of a-01 inareases five- 

fold. 

In aaldia aqurorur dloxane salrtim and under mild aondltions alaobolm 

PH undergo only J@Q = a epimerlsation. Higher temperaturea and pro- 

longed reaation time8 afford lnoreaeed amounts of the roarrangaeat produat, 

(I.-indenyl)-methanol (&OH). 

Sinae all these ieaotionq, are aaaompanied by the formation of mall 

mounts of naphthalene <II), we irzadlated ~&-OH in perahloris aaid medim 

ud we found marked4 lnareased amounte of naphthalene. 

Starting with either &Cl or I-OH in the above mentioned reaationa the 

key intermediate is the beraa[_b] biayalo[3,LO]hex-2-en-4-71 aation ($1 and 

the epimerlsatian the fa!test reaation. 

1799 



HO. 22 + 23 

Produot dirtributieay In the aoarz~nta of J. 

a) In dlwano-rater (30% vol.) - run 6 5.n g-hermae. All aoid eata- 
ljwd ioo8orlmtif3aa have been performed with 0.3 H Ha104. Irra- 
dlatiou ham boon earrled out undar ar$om rfth a mbditm pzlesmro 

wa - mercury lamp. 

b)ilixturoof1DI~,3O%~~nrr)~ 
o) 6-o r-s mldont3.fi.d s.aOtW produote are al- formad. 
d) Probably foaed froa naphthalam proourmr dur%ng rpo. 

Three ray6 of eyclopropyl (gomp pwtloipatlon at the oatlomio ooakr 

ma poulble. Partiolpatioa of the Eiw fumed lir'trr 01-U5 la dofmvous.8 

beoauoo of Its gnat relative #ebllli&y. %his ia orrppoxhod lity roeon$ Noore 

tioal oompatat.ien+ on the oqull~brltm wamotry of the bioyc& [S;l.O]hos&- 

on4yl oatlom4 g roll l r W mm 5me8tiytloma of this oat%or im l pe1~aoi.d 

media 5. Tha fro homoallglio pastioipatiom of the bond+ Qfle and 014, are 

mot equivalent, the ldtm roquixlag the km of aromatlol~ La the bow 

~img. Therefore oalq the C$+ bopil is able to homalylio dolmoalisatiam 

loadiw thm!, t@ produet+ & tie kr 2; Horover, ouimgtotho amumalmtablli~ 
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et la f the foxaaM.om ef the nazrw~t prodaatp QOQW!~ l lmrly. 

h3 1 X=CI,OH J 4 \ 

h9/ a 

6 5 

I J 
tl+ 

3 2 

Tho apen4j of the Ol-Os lWqo booemma posaiblo in a oomerted dis_ 

rotatiry mmnor rhioh can be awm@iakod pheteohrioally. In thim ry the 

eatiomio naphthalen. praourmr fi oan arise ahieh oaqily umdorgoor asomatic- 

satiew xa ion 2, geMmletrioally'e8d eleotzonioallJ oloooly related to 

Winmtain's oatiom2, a oonrotato~ rin&j apen* 18 preololded and hano. a 

thusal emoorted pathuy im impameiblo. 

In order tie pren whather the @penin& of the ring fuaod linka@@ oaours 

orly +as oation 4, e&-OH ha+ ken irradiated rithoat aaid in g-hemno 

thw eliminatiag~tho posiibiliOy of a oatieria pathuy. The irradiation 18 

theso nonpolar, nod.onising oond1hi.o~ riolded 1s naphthalone (or naphtha- 

lone pzmcurser). !l%oreforo it may be oomaidored that at loret 7% ef the 

naphthaleno fmmd by irradiation ixi aoidio aqueoru dioxano arisem J& aatien 

4. Bvmn with this oorreotioa tha yield in naphthalene inorea8eS more than 

hundmdf@ld rhon omqmrod tm the mnirradiaimd roaotiom. 

The amall amounted of naphthalone formed in the themal ma&ion (even 

at Bark) might arim either by a forbiddon dimotatorj pathway or by anothoo 
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ry (porbap# a diradioal @no). 

The oxeoodingl;l high fro0 onergj of aotlvatioa nsoded for tho thermal 

ioNtim of maphtkalono 18 ftudhor proved by tho fimdimg that oven at 315' 

_Ml rioldsr 95.3 pl and only 4.7% naphthaleno. Thoreforo tho ayelopropuo 

ring opomia& leadi&g to naphthalone roquiro? at loa@ 3r5 koaUmo1 more than 

tho openimg load- te p. 

Taking thwo roaalte into aeoount, iom 2 must bo unao_arabQ more 

etablo thaa Wi.mateim'a bie~olo[3&0]hox~l eation rhieh undorgooe forbiddon 

thermal. ring opow at a mowurable rato at -33i$. 

Kimotiom and iavo~tigatlwuy rogardhg qabstituont offoete will bo f&l.- 

ly ropsrtod #.m futwco papor& 
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