
( I )  ironsition from iatvrated $0 efhylenic. and further lo ace?- 
1enic compound. reivlled in the reduction of the basic strength 
by 0.7-0.8 ond 2.0-2.2 pK units. reapeciively, the valuer con- 
sistent with the alteration of the electron-ossepting cooocity 
of the rub.fituenb; 

Decre0,e in ,he ba lk  rfiength of organic .miner i s  due to the 
rteric shielding during rolvafotion o l  the boridty centre by the 
czopenlyl group (which is o I m  aoparent on the rnolecvlar 
models), in the care of orgonosilicon compaundr the reoron 
lies in the intramolecular electronic interaction between the 
rillcon and nitrogen atornr. 

eiortronic in nature. 
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PHOTOCHEMISTRY A MODERN TOOL IN HETEROCYCLIC 
CHEMISTRY - SOME SELECTED EXAMPLES 

Heinrich Warnhoff 

lnrtitvl fllr Organirche Chemle und Bioshemie der Univerrit<l 
Bonn, Gerhmd-Domagk-Stram 1. 0-5300 Bonn - 1 
Bunderreoublik Deufschlond 

In the first port heterocyclic rnolesvler ore cornpored with ali- 
phatic, olelinic ond sarbocyclic cornpoundr regarding their re- 
activi" in the excited state. In mony carer a rimiloiand oarallel 
behouiour can be stared, due to the lad thot frequently excifo- 
$ion occurs xelectively fo corbonyl groupr or olefinic groups of 
the appmprioie heteroeyelic ring nrtem. 
Then new n 2 r t n 2 s  - qclooddifion reactions are presented 
of dihalomaleimlde~ to aromatic somooundi (1). enominoerteri 
and heferos~cles (2). 

Besides there is obrerved olro double alkylation reaction and 
subsequent stilbene-analog photoqiiration to give ohenan- 
t h r a l ~ ,  10.~1 - pyrroler. DXMl upon irmdiotion odd also rmo- 
ofhly to urocil (21. whille B-ominocrotonater odd DXMl ot the 
eiestron-rich Cg. 
Addiiionolly new photoreoctionr of 2.5-dioril-1.3,4-oxodiiiiie~ 
to urocilr hove been found (31. 

Several' other new and verrotile oddifion-. sysloaddltion. ond 
decom~osition ieocfionr of the R-TAD we described. 
The lor, par, i s  devoted to o new approach toword, the pro- 
blem: electmcyelic phofoisorneiizolion of i.4-thiorepines info 
bicyclie molesvler of the penam ~frvctvre (7). An improved 
syntheir of 1.4-thiazepinoner ir orerented as well ar frontfor- 
mation reaction9 of there inio suitable model sompoundr for 
carrying out photoinduced jnternal electrowciic reactions. 
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The mechanirm of ,hi$ ivrpriring tranrformofion reostion could 
not ye, be sleored and ir at preren, under inverligafion. 
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THE ROLE OF NITRENES IN THE REACTIONS OF THE 
FORMATION OF SOME NITROGEN HETEROCYCLES 

8. V Idle 

Leninqrod Uniuerrity. USSR 

The interest for the reactive sextet intermediofer inihechemiary 
of heterocyclic compoundr har been orovred foirly recently ond 
rtlmulated by the piogrorr in the chemistry of cmbener. The 
literature on this rvbjest is numerovr and is rapidly increoling 
or is shown in rpeciol reviews on the synthesis o l  heterocycler 
uio carbened) and nitrener23). In fhir pooer we  ill confine 
~"""l""l to one aspect of the oroblem: the proof of the nitrene 
meshonim ol  the formation of heterocycle$. One of the r im-  
der f  example* of ,hi, mechoniim is conridered here in detail. 
This problem is relati"o1" urgent since there i s  a rapidly growing 
Itreom of o,igina, pa,,e.. in whish we can find dilcvrrionr con- 
cerning the actu.1 part ~ l o y e d  by the sextet intermediate$; in 
many sore. even their exi,,ense is conridered dovbflull. on ,he 
other hand, there .re mony new intere,ting and imDorfant 00- 
per. on the ,"",heris of heterocyclic compovndi in which the 
,,orticiDotion of ni,re,,er i, arrumed to be the most probable 
or relfevideni mechonilm of ring formotion without any parti- 
~"10, co"fim.,io".. 

li we i," to clorlify the porrble route. $0 ring formation uio 
sextet infermediote pmrticlei it is poriible to e%tobiirh two ge- 
"em1 ripe5 of reaction,. 

(in fhir core any reosfing frcgmenh con contoin heterootamr) 

2. 1nrertion of "sextet" otamr into single bonds of a ring pre- 
sent in the reagent with its broadening or their insertion into 
other bond, of the rome particle with ring formotion as o r e d t  
of the iromeriz.don of the most reactive intermediate p.r,iele 




