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n hu boon nooatlp (1) olaswd that tho f8oll. itktosoloalu hpdrogw l botnotion 

ia not .roaoti.on ohuwtmrirtio of protonstad adno rrbioalm obtdaod fro Lohloromlnos. 

Ihi 8t.t8..llt 18 l’8th8r lorpri8iB& 8inO8 the iEtMti.tiU wO@lI l b8traOtiOB (2) 

(~OthrP-LO8ffl8r IwOtiOS) i8 l T8w MW pFO_88. k OilX OpiniOn, th8 PZOblr i8 OOM8-’ 

Ot8d With th8 8d8Otirit3 tOUUd8 diff8nXLt mb8tnt.8 ud pO81tiOlU alid IWt With th8 pO8- 

8ibi1iw of reaotlon. 

&OtUdlr W8 hV8 fouad tht 8aturatd ~~OOarbOll Oh&i8 l n quit8 W8il7 OhlOldM- 

td t ~-Oh2~Odb8t~hd%8 in addi m8diUB. m8 n8Ult8, mr888@d 88 p8r 0-t iBOUh8r8, 

for th8 m&by1 l 8t8n of ~tanoio,p8ntanoio,huanois Ud h8ptanOio l oid8, are 8urm8ri88d 

inTabl0 1. 
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(0.05 mol) ie 8dd.d to 8 atlrred solution of the IV-ohlorod.lmethylamine(O.1 mol) usd the 

ester( 0.12 mol) in oono. sulphurio aold/ aoetlo aold (85115 ). The roaotion is very rapid 

8nd exothermlo,but the temperature ie not 8lloved to rise above 40°C by external ooollng. 

The Isomer distribution was determined by mmohraatographio analysicl. 

The reeotion meohsnimz is eeeentiolly the same as for the Hoffm8n-Loeffler re8otion 

(2) with the only differenoe that an intermoleouler hydrogen abetraotion takes ~1800. 

( CH3)2&Cl + Fe++ 4 ( CE3)t + PeOl++ 

E-E + ‘CE3)2+H __3 B* + (CH3)2&, 

B- + (CH3)2hCl - E-Cl + (CH3)2+t 

We rule out an alternative meohsni~, involving ohlorine atoms, as suggested in the 

ease of radical bromination by I?-brotnosuooinimide (3) 1 

E-E + Cl* - R* + EC1 

B- + Cl 
2 

__j E-41 + Cl* 

(C83)2&IC1 + HCl - (CH3)2k2 + Cl2 

In faot, under our reaction conditions, the l?-obloromine does not oxidize the hy- 

drogen ohloride appreoiabily and the selectivity is muoh higher than dth ohlorine atoms(b). 

This eeleotivity is toohigh to be caused by the different reaction conditions, tit can be 

mainly explained by two faotorscthe greater sensitivity of the protonated amino radioalto- 

garde the induotive effeots of the substltuent, wbioh Is operative even in the 5 po- 

sition, and the different reeotivity of the methylene 8nd methyl &roupe. We think that 

the strong eleotrophllio oharaoter of the protonated amino radical is responsible for 

this behaviour and this view is supported also by the unusually high selectivity observed 

in the homolytio aromatic smination by N-ohloroaminse under the same oonditione (5). 

Furthermore in this last reaotion the seleotivity inoreasee by using ouprous instead of 

ferrous salt (6) and deoreases with increasing amount of aoetlo aoid ( in mixture dth 

sulphurio aoid) (7) rthe same trend , even if less marked, ia observed for the radloal ohlo- 

rination of methyl oaprorte, as shorn by the results summarized In Table 2 . 

The easy availability of N-ohlorodimethylamine (a), the very simple experimental 

oonditione, the highly seleotive attaok with other ohlorinating agents, make this new 



No.4 2209 

tme of &al ehlerimtien Intereating deo fra a qnth&io point of riaw. Theee fee- 

tpyee are almo ohumoteriatio of other rerotiom of amino rdloala ( dth olefinio (1,9) 

ud maut$* oapti (5)), *oh thum a&n prow to ba em0 of the most vornatilo row 

otimg ~Oi.~. 

TABLR 2 

CH3GQC-CE2-OH-CH -CH-CH 
2 2 2 3 

=Zso4 
++ 

,m 

H~SO~ 85% , CH,Wi 1%~ *+* 

H2S04 , cu+ 

E2SQ4 85% , CH3COal 1% , Cut 

a7 6.3 87.3 5.7 

4.7 13.5 78 3.9 

0.3 4.7 89.4 5.6 

2.2 9.2 04.5 4.1 
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