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The formation of the aminoolefinea 1, 5 and &Q from the y- 

and s-aminoalkylchloritiee 1, 2 and 2 by a first-order reaction 

in"80 $ ethanol*'cannot be explained by the unlmolecular ellmi- 

nation (E 1) mechanism typical of tertiary alkyl halides. It ie, 

however, in accord with a,novel elimination mechanism which ti- 

volvee participation of the amino group in an Intramolecular 

variant of the E 2 reaction. 
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*1 - 2 mole equivalente of triethylamine were added to neutralize 
the HCl formed during the reaction. 
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a,a,y,y-Tetramethyl-y-aminopropylchlorido (&) and the 

correqonding Gdim&thyl derivative J& react 3 and 27 times, 

reapectlvely, aa faat ao the homomorphous alkyl chlorides J& 

and && yloldiq 70 $ and 20 $, reepectivoly, of the amlnoole- 

ifmom.;& and a, berides the fra#mentatlon product8 &, & and 

3, rea~pectivsly. y-Dimethylamino-a,a,p,p-tetramethylpropylchlo- 

ride (ji) reactr 125 time8 aa faet a8 the homomorph u yielding 

30 5 aminoolefine 6 beeldes 70 $ of the fragmentation product6 

1 and !3,. 
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The relationship between ratea and product composition re- 

veal8 that a 8ubataXItial part of the rate enhancement must be due 

to l cc~elerated elimination reaCtiOn8. It i8, therefore, concludpd 

that in theee case8 a 8yKShronOU8 fragmentation reaction ' 18 

accompanied by the anchimerically aaaisted 1.2-elimination u. 

Thl8 c40nclu8ion i8 8upported by the exclusive isolation of the 

termi.aal olefinee & and.& from J& and J&, whereas, Under the 

8ame reaction conditions, the homomorphoue dimethylneopentyl-, 

carb+ylchloride (J&) is reported to yield ca., ;O $ of the non- 

term&ma1 2-olefine in addttion to the 1-olefine . 
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It ie noteworthy that the b- and y-unbranched y-aminochlo- 

ride J&g reacts without N-participation by way of a carbonium 

ion since a rate decrease compared to the homomorph && ia ob- 

8eI'IWd 3. Seminal methyl eubatitution at the B- and y-positions 

therefore favoure conformation 15 which lea& to anchimerically 

aeaisted elimination. 
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6-Dimethylamino-a,a,y,y-tetramethyl-butylchloride (2) which 

for structural reaeons cannot undergo fragmentation react6 7.2 

times ae fast as its homomorph u yielding 77 d of the pyrroli- 

dinium ealt && and 12 $ of the terminal olefine g beside6 minor 

amount.8 of alcohol and the corraeponding ethyl ether. The latter 

substitution products are undoubtably formed via the.carbonium 

ion in a SRl process. 
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The .relative rat& of the $-aminochloride 2 indicates parti- 

cipation of the amino group in the rate determining atepi invol- 

ving concurrent anchimerically aseieted elimination end ring 

cloeure, ae in u and g. The latter reaction is of particular 

interest since it conetitutee a distinct case of nucleophilic 

dieplacement at atertiarg carbon atom, i.e. an Intramolecular 

variant of the SR2 reaction.. 

Theee unusual anch-aric effects muat aleo be due to the 

presence of additional geminal methyl group6 in.compound 2, for 

the eolvolysie rate of the y-uneubatitutad 8-aminochloride & 

ie practically indietlngulehable from that of ite homomorph m. 
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