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while displacements of nitro-goapr rkom aotivated aromatio oompounaa are nll lQmm,"2 

more umausl types of replaoemw~te bme reoently been =w=tel+ TOdshtor93pO&~iWkp 

instance of the woleophilic replaoement ofanaromt3cnitro-groupbyoblori&a ion: oaQfew 

examples of this type hare been reoorded. 
5 

1,3,5-Triohloro-2,4,64rinitrobensene (A_ illlletbanok206ana300lm;E_4J30aad 

96.9 m2moi’, respectively) on treatzmt with lithium chloride in aoetom or -1 

solution afforde 1,2,j,5-tetraohloro+6-dinllxobmmw, rydl~coBpama=.p.4241[(~ 

C, 24.3; H, 0.3; Cl, 45.6; I, 8.9. Caloulatd for C6041V2C14: C, 23.5; H, 0; Cl, 46.4; I, 9.1s. 

LX in methanol: 208, 3C5 ad 380 1ll;6_ 4,450, 233 and 1% m2mo14, reapeatively). Tim 

m.p. had been reported ae 636K;7 but idemti~ of the pmduotw eont%md bynonmion8te* 

kwwn l-ohloro-3,5-dinitro-2,4,6-tri~bennne, m-p. 452x (Fauna: Cl, 8.3. mcailatea for 

C24H,804N5C1: Cl, 7.s). The kinetioa of the roe&ion in aoetom were ionwed epeatrophoto- 

metrically at j8C nm; details are given in the Table. Themactionahaar_keam&iTe 

Table. Kinetic result8 for the reaction of 1,~,w~bhb0-2,4,6-~~~ 

(0.996 mm01 dr-3) with Lithium chloride (1.62 rol dm-3) in ACO~OM solutaon. 

T k2 

@I (al&l-'*-', A = 1.3 ~003)x109*-' 

303.6 0.883 BA = 53.6 3.0 W ml-' + 

300.6 0.607 ml* = 51.1 3.0 w Doi' 2 

295.5 0.453 k2(2Y8K) = 0.525 d&d' a-' 

289.4 0.293 AS* = -79 +l Jlc-'nd' 

2e4.1 0.168 AC* = 74.6 4 W ml-' 2 

lbarslwpra~nt9~~~ l.iDita 
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8alt &foot, but with a oon8tant initial [UC11 5: 1.62 ~1 dm-3 good reoond order kinotior 

warm obtained. 

In the triohlorotrinitrobwucne the three rquivalentnitro-group8 oannotb8 ooplanar with 

the rromtio ring?'2 The 6-complex tr8n8ition-atate (I) for th8 reaotion rauld pemt 

relief of rterio orowding bt Cl. Thir would restllt in mor8 ef'feotire oharge-delooalisation 

Cl 
Cl 

a 

intolting the nitro-group8 at C3 and C5, 13 and a olowr 

02N5 1 '4 If ir 

L 

NO2 
rpproroh to ooplan8rity of theae nitro-goups. 

therefore.8uggrrted thet the pre8ent reaotion involve8 

Cl Cl a hi&-energy initial atate, 8nd a oompsratirelg &able 

*O2 tran8ition rtate. The remarkably low motivation energy 

may thu8 be explained. 
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