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Therearethrcckiadsofanneliatioasinaroautkhydw 
carbons:-nacwtypelwitbmsuimumshiftsforall 
t~ofuv~~,~p~~2~~ 
maximum shifts of the a- and &banlls. and tbc star- 
~~3~w~~~~is~~tive.l 

Almiquccaseisreprcscataiinpyrcne4anditatincar 
bcazdqueszSaodcC.Tbediphtnyicompkxintbe 
centreofthepyleoemokcldcenforustbepositioIld 
tbedwbkbonds.AnncnatioatotbcaeduubkboDdsbas 
verylittki&cnceonthcpositioasoftbcp-absorptioa 
sod pbosphorucwc bands’ (& and A,, mp.). Tbc 
shifts are rcnq#ly equal for the two benzene rings in 

-O- 
t 

going from pyrcnt 4 to bexwpyrcnc S and dtW 
my== 6 

However, quite Mereat rest&s are obta&d by the 
~~Of~~~X~~~~~4.7~8. 
~~~~~~f~rn4~7~a . 
CollMknMc positive shift of 115A itl & whilst the 
sccondannc5~from7to8~aaegativeshiftof 
-MA. This very asymmetric almellatioa euect reap- 
peanhhPbOM=== drrtaw&xethCcOr- 
frspo&@v~are-l52and-3oA. 

Thccua@eteasymmctryisparticularlywrprisinllfof 
the tripkt state. Here the ekctrons of one former P- 
ckctron pair must bave tbc same spin and one sextet 
mustbavebccnspiitupbawseonlytbncatkctrw 
pairs (with opposite spin for the ekctroas witbin each 
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r,=333~(E)-~~(B)qWm(B) 

00) 001 
E, -s 3.63 + 3.74 + 3.77 

I,? 

A,=SE%2(E)-57M(C)~S7WJ) 

E, = 2.11 =216=2.19 

M(E) in A 

g.)@) ,“x’ 

zrn in cV 

Solvtalr: E - cthd or EPA, B = bauaw. C = mct!~ykyc@r,~-&~, u - n _rmdbaac. 

pair) cao form an aromatic sextet. In the triplet state one 
would expect the odd clcctroas of 7 to go into different 
knches because of the Coulomb forces. 

Then is also very littk change in going from 7 to 9. 
Thus.thedoub+ctmndin7whichismarkcddocsnot 
enter in aromatic conjw with the rest d the system. 
Moreover, the six linearly an&ated bcn7.a~ rings in 8 
should cause a shift of about 2OWA (relative to 7) for 
the p-bds d much more for tk phosQbomceace 
bf3nds if they were in aromatic conjugation. There is also 
hPrdlyanyshiftofthea-andB~sinOoingfrom7 
to 8. 

An these facts indicate an ekctronic intcrruprioa of 

the aromatic conjugation by the central aromatic sextets 
and the formation of empty rings marked “E”. MO 
thal#alsoykMsverysimilartripletcncrgkfor7and 
8 (229 and 2.36 cv, rap.) but doe6 not ofler 60 cxphm 
tim for these surprising facts. However, the above 
resultsarccaforccdbythcaromaticscxtctsintkcen- 
bal diphenyl system and the formation of induced scx- 
tets as kticakd by the arrows. Such an mment 
appcarstobccnergctkatlymorcfavourabkthana 
symmetric diatrii of tbc aclcctrons. 

In addition to the flashlamp excited’ low-resolution 
phosphorrxtnccspaztrameasuredat~K,wehavcalso 
rcumkdthehigh-resolutionlincspcctr8of7Pad8at 
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