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Nltropheaothlaxiame hare aoetly bema obtained mlthor by 

nitration of thm rmepmmflrm phmnothla~lnem (1,2,3,4) or bythm 

ring oloeure of the l pproplately 8ubetltuted dlphenylamine8(l5). 

Am oaly a few referenoem (6,7) deal with their eynthmele by 

Smllmm roarralymment, the bmharlour of eomm +raloZenonltrobens- 

maem with ~-amlnothlophonol ham bean l tudlmd, and at the early 

mtage of thlm lnremtlgatloa urn nimh to rmport aoma of tlm latm- 

remt lng fIndInga. 

It warn noted tbt the formation of altroph8nothlazlnee 

did sot take plame unloee bath the poeltlone ortho to the aotl- 

ratad halogen atom la hal8ganoaitrobensenme are eubmtitutmd ml- 

tber by the two altre grew)8 l r by one nltro 'and one halogen 

atom. In the latter ma88 whore the reactive halogen atom had a 

nltrm am roll am a hmlmgmn atom In both of Its ortho poeltlone 

the oyollrtlm l lwaP8 took plaoe by thm mlmmlnation of the 

halqma atr lm prmfmrmnme to the nltro group. 
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Thus 1,44iohloro-?-air*.- (1). l-urro4,k4sm~tEa-ifX) 

and 1-ohloro-6-8othyl-9,4-dlaitrobeiuamo (III) whiab til aelr 1 

nltro group stkn to tk 8otir8tad bal~om 8ta~ prulded S-aafmo- 

4'-ohloro-2'-nltroL_(A),P~mlna-O~,4~~lnltr~(~) 8md t-uima- 

2',4~~initro~1~t~ldlphanrl~lphl~ (0) ht ma phmmath1881no. 

On the other hand, ?,6-dlai~io-(IV), &i,(l-trlmltra-(V) 8md 

I-ohloro-~,6-dialtroohlorobaaaaao (vl)whlob poamaaaad ma two 

altro croups ortho fr tb roaotfra hrlyos atom 8ffwdod iaitm- 

B_(D), l,S-dlaitro--(l) mad I-aitro-~-ohloropbamothi8almo(?) raa- 

paotiraly, uador tha ldaotlo81 axparlmemt81 owQltlama HatImed 

at tba and. SLaoa l,I-diahloro- (VII), l-ohloro-2-bromdVIII) 

8ad 1-ohloro-X-Iodo-4,6-dfnitroboaaoao '(IX) la rhlob tba 8etir8- 

tad balogoa atom h8d a aitro and a h8lyoa 8tn 8t Its m 

poaltio~imrmiahad 1,3-dinftrophaoothl8alao (B), ldamtloal to 

th8t obtaiaad by tro8tlm I-ohloro-2,4,6-trlnltroboaaaw (V)wlth 

~-amlrothiophaaol ondor tba same oonditloaa, arpportod tk f8Ot 

that py'olia8tloa had involved tba roplaoamant of tha uc(8n h8lo- 

gas atom la prafoiaaoo to tha ortho nlfro croup* 

lialagananltroboaaonra rhioh 8ra uma~mOtrloOl1~ ambat1tm- 

tad 8md pdaaoaa two mitro groups, OrthO t0 tbO 8OtiV8t.d hOlya 

itom or8 thmm axpaoted to ylald two loOmOr phonathi8aimoa dopom- 

dlag upon the poaalbllit~ 80 to nhloh altro sraup la lar~ltd ir 

the oyolia8tloa. Thua i-ohloro-1,4,6-trlaftro-6-mothy1Comaon(X~ 

aador ldomtloal oeaditioaa fmrmlabod two iaotirio pbmmath188l8o~, 

thfygh tha proportion of 0118 lamar W80 vary 18rga 80 aamp8nd $0 

tIb# atbor. Tbo roaotloa prodmot oomaiatial( of tba twa 1aa8ar~~ 

~wmOthi8OimOO W80 l rtr8otod with l th8llOl 8Ed th0 18tt.r am 
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aomomntr8tloa and ooollng prirldod a produot wbioh after roory- 

l tallloatim from l thylaootato affordod a phonothlarlao (lS$) 

whlah moltod at 173~9’. Thlo pkaothiarlso war found to bo ldoa- 

tloal to that obtained by treatIn& I-bromo-2-ohloro-4,6-dlnltro- 

I-•othylboasoao (XI) with ~-amlaothlophonol, In whloh both tho 

halogen atomr wore lnvolrod in oyolloatlon. Hone8 thlo lsomor io, 

ohlouoly, l,S-dlnltro-2-methylphonothlaalno (a). Tho rooldaal 

othaaol lnoolublo portion upon rooryotallloatlon with glacial 

aostlo aold afforded tho other loomorlo phenothlarlao (‘78s) mol- 

ting at lSgdD whloh ihoroforo muot bo l,3-dlnltro-4-mothylphono- 

tbla2lno (H). 

Thuo It lo Intorooting to noto that although In tho olaool- 

oal Smlloo rearrangement (8) of the diphenyloUlphlde8 to dlphonyl- 

l mlnoo, tho aotiration io uoually prwldod by tho rooonanoo offoot 

of an ortho or a m nltro group, oven then the roaotioa of halo- 

nltrobonaeneo llko I, II and III with o-amlnothlophonol undor 

the oondit tono referred at the end, did not prwido the oxpootod 

diphonylamlneo hut only the dlphenylsulphldeo i.e. the Smiloo 

rearrangement of the product A, B and C did not ooour. Cn the 

other hand tb lnoreaned rooonanoo offootn due to the prosonoo of 

the two nitro group0 at both tho ortho pooitioao ao In halogono- 

nltrobenzenes like IV, V, VI and X,and the combined reBonano8 and 

lnduotive meohanismr enforced by the one nitro and one halogen 

atom ao in halonltrobenxonoo llko VII, VIII, IX and XI aotlvatod 

the Smile8 rearrangement ao well a8 the ring olosuro to ouoh an 

extent that both the prooooaeo were lnstantanoouo‘and In oltu, 

therefore it wag rather dlfflault to ioolato the Intermediate8 
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diphenylrolpbldo8 rhiob in brief 18 as follws. To a1100 oold 

8olafion of pota88lum hydroxide (0.0146M) la 6 ml of rmtrr 

wan added p-amlnothlophoaol (0~006M).Dloxaa (6.6 ml) ua8 thoa 

added to It In order to attain a olear rOlutloa. Thl8 wa8 foll- 

owed by the addition Of the 8OlUtlon Of th8 lW8peOtll8 halonl- 

trOb8n8eUa (O.OC66M) la 8 ml of ethanol. The mixture aft8r 

8tlrrlng lo an loo oM8t for 4 hrr, ra8 diluted and tha prod- 

uot nhloh 8eparated ra8 filtered, ra8hed well with water, oold 

dll. alkali (lO$) and finally with water. The8e prodsotr after 

reary8talll8atlon were found to be ldoatloal to tho8o obtalned 

by the prooedure referred above. 

The dotalled lnro8tlgatlon8 m tho peoullar b8hWiOUr 

of b8lonlfrobenaenes with ~-amlnOthlOphenOl8 laoludlag the 

Speotral 8tudle8 are In progre88* 
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