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MECHANISY JF REARDANGEMENT OF LIONTIFJLIONE

T3 ISILIONGIFGLeNE
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af rearrsngesmants emMong tarpencs ros Been roviewecd. The -
varsatility of ¢

oroblems has heen brought oube.

CHAPTER I1: Mecnanism of Resrrangement .of longifolene to

Isolongifolens

he sesquiterpens hydrocarhon longifolene (1,5,5-trimethyl-

4]

. 5,10, \ ~ .
11-methylenetricycl o[ 3,1.07° Jcecane} on exposure to strong
acids undergo o desp seated molecular rearrangement to isolongi-
p - L, L, . . - 4 13,8 o VRN
folena \2,2,7,7~tebtremethyltricyclo}s,2,1,0 Jumu&c~a~ene;.

The mechanism of rearrengement has been elucidated by effecting

lerne with BF, A0l and it heas
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the igomerization of lon
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been snown that longicyclene {(1,8,5,11-tetramethyltetracyclic 3,2,

6,10

v 1 N
1,0 O”’?]undecame) is not an intermedizte in tho formation

pae

S—S—d& was synthasized and

which was shoun to he isolongi-
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by converting the lattzr to some of its
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suiltable derivatives. This study providss experimental proof

in favour of the mechanism oropossd by Berson gt el. invclving
3,2~gxo~methyl pigretion, instead 3,2-gndo methyl migration
proposed sarlier. -
PaAaRT el
SOME TRANSFIPNATIONS T4 ISOLOMGIFOLEME
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ric Diversion'! in Elsctropnilic Additions

foned

tlectrophilic addition of halogens and sseudo-halogens

to isolongifolene has been studied. It doss not give normal
i _yives o
addition groducts. Insteed,/a mixture of subsbtitution procduct
‘¢ . s A | ¢ . .
\B-naloizolongifolene) rearransed product (8-hslonzoisolongl-
. . , o 1 o SN 3,8
folene, i.2. 4,4,17,11-tetismethyl-7-halotricyeclo }5,2,1,0

icant amount of

8-chlorocycloisolongifolens (2,2,7,7-tetramethyl~d4~chlorotetra-
3,8.3,0 v - e e

CYCIO[?,2,},D 7707 ? Jundecane,; 1s aliso formed. The term 'Sheric

Civersion' has been suggested for all such gases, where coviastbion

from normal addition products ocrours due to steric rea
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CHARPTCR II: Structure of an 8cetate from Sclvolvsis
E-Haloneoisnlongifolzane
8~Haloneoisolongifolene on refluxing with Nallc-1cOH
. . . . 7 .
qivas 2 tartiary acetate {(45%), whose structure has been shoun

to he a,4,9,D—tﬁtramethyl~8~accioxytricyclo[E,2,Z,DJ’S]pndec—

ion of spectroscopic (mess, PR,
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2-ene, By incisivs appl

~\ : v . . .
M3L, LSR) studies and its chemicel transformations.

CHAPTZR I1Ii: A Novel Freaamentetion Reaction anc its
Acplications
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A novel fragmentation reaction of homoallylic zalcohol
H 1 1 t 1 t 7 H
of type C=C-C-C-0H>C=0 + X-C-C-C {uhere X = C1, on), is
1 b 1 t 1
demonstrated. Homoallylic alcuhols on treatment with chlorine

lylic chloride end carbonyl fragments.

A similar cleavege occours during Aacid catalysed oxirane ring
uvpening of the corresponding enoxide. Synthesis of sssquiter-
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