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ABSTRACT

The thesls entitled “Intramolecular ortho-Group

particication," has becn divided into five chapters.

The first chaoter cives an upto-date survey of the
literatuie on the work regardinG a discussicn on neichbouring
group rarticipation. various methods, namely, kinctic measure-
aﬁuntﬁ, isolation of products, trapping of intermediates,
stercochcmical pvidence, cpectroscopic methods, ctc., wihict
may hE employed tO assess participation by a nucleophilic
substituent, have been described in detail with appropriate

examnles.,

Tihie second chapter deals with the soivolysis of
suﬁstituted Lenzhydryl bromidec. Isomeric ortho- and para-
curbenshenoxy and ortho- and para- carbceltnonybeydryl |

.
DrUnides were preparcd and solvolyzed in agueGus acetone and
acueons dicxane. The intramolccular particivation cupacity
of carephignony~- and carbocthoxv- grouns, when wmlaced at the
ortho- oz ition Lo the reaction site in this sysiom,has bhecn
c@vaarcd.- An atiem o was mace v brominate.9~beuxylncnzoic
&Cin TC Obtaln o-caruve.ybenunydryl bromide, ut tpne produck
Cotzined wes S-phenylyhthalide. The efiect of asling silver

il

Lrate Lo the reaction mediun, on the sOolvClycils ratces, was

1.

. T P A PN o~ - - : . 2 N . . i .
¢ dsC stucicd,  vhe tucrmodynainic constants were <130 calculated.
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third chapier consists of a study on the

o

sClvolysic of isumeric ortho-, meta- and para- nitrobenzal

colorides anc unsubstituted benzal chloride. Thesc nitro-
ienzal cnlorides were vrerarcd and sOlvolyzed in agucous

echenol in order to sec if ortho- nitro group would function

)

as an intramclecular nucieophile. The solvolysis vas also
carvied ont in @he procsence of silver pitrate 1p orcer to

sco it. cffect on the solvolysis rates.

The fourch chapter gives an account ¢f th¢ nyarazone-
and oxiiino- groups asg intramolecular nucleophiles. A series

0i eleven o-aruylbenzolc acids was prepared and treated

4%
-

cererately Qnder sjuang-liinlon modificeaticn of Wolii-Kishner
recduction and with hydroxylamine hydrochloride respectively.
7o shchalazineones in the first case and the lactones in the
secend case were isolated and characterized by their elcmental
anG s;pCctiral analyses. Appropriate mechanisms [or tneir
Cormatdon were also postulated. The fragmencatlon patccins

i oaninalesivences under electron impact were al:zo enamined,

The last chapter deals with the solvelysic of

<t _sirenLleouvca oh shhadanilic ac ids. ihthaliani!ic acids, with

.2
Qiifcrcmu swshitnoncl, Sucl as nitro-, methiyl-, C:lorc-,
: N - e N . ey} 1y el S TE
ere., lucccea 1n thie para-positicn os aniline ving, were

o aved anc solvolyzed in aguevns dlonwne et en sonee

o te

Scvencth Of .12 1 and an aparent 4 0f 8,0 1n Orees e
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an intramolecular rarticipant. A yammett plot was drawn
and a propaile mechanism for the reaction was suggested.

Thermcdynamic constants were also calculated
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