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ABSTRACT 

The thesis entitled l'intramolecular ortho-Group 

T)articiation," has been divided into five chapters. 

The first chant :r rives an upto-date survey of the 

literature on the work regarding a discussion on neinhbouring 

group 2articipation. Various methods, namely, kinetic measure- 

dsolation of products, trapping of intermediates, 

sereochemieal evidence, spectroscopic methods, etc., whid 

may he employed to assess participation by a nucleophilic 

substituent, have been described in detail with apropriatc 

The .second chapter deals with the solvolysis of 

substituted benzhydryi. bromides. Isomeric ortho- and para-

carbuh'anoxy and ortho- and pares- carbeeLhoybehydryi 

bruri,iucs were prepared and solvolyzed in aqueOus acetone and 

aueolin dioxane. The intramolecular participation capacity 

of caropc:noxy- and carboetho;(1,- groups, when placed at the 

orthQ- ,7)(Daif-,icrn to thc, reaction site in this sys,i1Els been 

comarc,ci. An atmLi-, was made to bfominate 	cnzoic 

acid to obtain o-carb4)•yin.Znycir;)1 brom]de, i..ui L ,±! product: 

ined was 3-1 henyihthalide. The effect of ajing silver 

nitrate to the reaction medium, on the solvoly 	rates, was 
Iso stuied. The thermodynamic constants were also calCulatcd. 



he third chapter consists of a study on the 

selvolysis of isomeric ortho-, meta- and para- nitrobenzal 

c:iloriOcs one unsubstituted benzal chloride. These nitro-

beural chlorides were i.:repared and solvolyzed in aqueous 

ethanol in order to see if ortho- nitro group would function 

as an intramolecular nucleophils. The sovelysls was also 

carcie:, out in the piscence of silver nitrate in order to 

effect on the solvolvsis rates. 

hc fourth chapter gives an account of the hydrazonc- 

and ox.i..H.ino- groups as intramolecular nucleophile:',. A series 

oi eleven o-aruylbenzoic acids was prepared and ',:reated 

seTar,-2.tely under :juang-hinlon modification of Wolf;.-Kishner 

recluct.ion and with hydroxylamine hydrochloride respectively. 

:-,-;:.:1-11zinoneF: in the first case and the lactones in the 

:;eceni case were isolated and characterized by their elemental 

ana siTcc -Lzal analyses. Appropriate mechanisms for their 

10;7Mu'ci011 were also po:.;tulated. The fragmentLtion patterns 

Th:.:usilai./sluonc-c under electron impact were also e:;,..!Tlined. 

The last chapter drain with the solvolysi; of 

;1 	ituLui ch r,ulan 	c arias. Lnthaiani c cUb, with 

LJIch as nitc0-, n10Lnv)-, ci,for()-, 

1.(..e .c...e6 in the pciLa-po5itiL.0  of aniline L inj, 
OCSC 

cnc! LAA_v()1y2,c6 in aclueju::, dio::une at Cr 
ion c 

s',:cenytll of i.12 p and an apLarent Pi of 6.C.) in orciez to 

c;27 thO cmarli.L.:C 	65% 



an intramolecular !:,articipant. A Hammett plot was drawn 

aria a robable mechanism for the reaction was suggested. 

Thermodynamic constants were also calculated 
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