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the reaction solution. was put in the cylindrical pre,,; :; ,e \eo::d, .1 :1J pre ;:,urc "\ '.! - ;!ppiied thro..l::::h the 

intemirier by mean. oi a plunc:er-pump. The re~ct i o n tempe r-Hure ',\ T kept ;! t ~ ; . .j'C by allo\. iac: the 

thermost::med water to circul:! te a round the pressure n~5,e! and W.1 ' me:burecl by a cu ppcr-coIl :, t;, .ltl ll 

thermocouple inserted in b. 

Rearrangement 

In acetic acid: To 4 m/ oi O.CO~i:\1 pinacol 50i.:t ion. 1 ml oi O.·U ---O.H :\" ? -toluene;ul ionic acid 

monohydrate solution was added at room temperar:.: ~e J!1d t he :1~ix ture was qui(k ly tr:msicrred to 3. 

hypodermic syringe. The syringe waS put in the pre!:J,,::ted pre:;5 t: ,e \· e-.'c1 and pre, our ized. _-\ fter th t: 

reaction was completed, the 5y:inge was taken OUt ::.nd the re::le t lor. r:11xture \\';1 , d iluted by lddin\: 

water. The white precipitate was collected and w:l .:!:led w ith di'c:l1cd \D.ter and dried u nder yacuum. 

III act?tonitrile : With 1 ml of 0.12;': anhydrou5 p-roluene5 ulion ic acid solution, 4 ml of O.OO -+i:\1 

pinacol 5"olution was mixed at room temperature a nd r:eated as i:1 the C:J.5e oi ~,cet ic acid. The re:J.c t ions 

at atmospheric pre5sure were Guried out in a ~eJ! cd tuoe "'hieh was immersed in a thermost.lt 

(77A=0.02°C). 

III toluene: To 8.1-8.3mg anhydrous p-tOlue~e3uifon i c :lcid we ighed into a gla5s 5toppered te -t 

tube. 4 ml of toluene was added and kept in the thec",05w.t for :l iew hours in order to dissoh 'e the 

acid completely. After complete dissolution, I ml oi 0.0 19 :\1 pinacol solution was added and the te~t 

tube was kept in the thermo!tut until the reaction W J.S almost completed. The reaction mixture was 

washed three times with distilled water and toluec e '.': 35 remm'cd under reduced pressure. 

Analysis 

A mixture of produced ketones [VI] and [\-II_ \\" 1 5 dis50h'ed in chloroiorm a nd se parated by thin 

layer chromatography (silicagel, benzene)S\ Each kW: :.1e was e , t ~ac ted by 10 ml oi chloroform and the 

concentration was determined by liV spectroscopy. P l:ysical cor_:it:lnts oi ketones were given in Table 2. 

Table 2 Physical COns tl :: 15 oi reaction products 

compounds Ri.a) mp c: .i.mub) , 0) 

_. _----
[VI] 0.3 206. ;-~ J i . 3 276 mp 5340 

[VII] 0.1 lSO.O- EO.6 l"l.5m tl 3900 

a) silicageJ, benzene b; in ch lo roio rm 

It was conmmed by th in layer chromatograp3Y ~hJ. t both keton es were st:lble unde r :.tll the condi 

tions employed. 

Results ond Discussion 

J/igratory Aptitude : The migratory aptitudes .0 ;' the o-::.n i;; y l group"! ( ;:Jhcoyl = lO) in acet ic 3c; d 

----- -- -- - - - -
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·2 The m i;;r;ltory aptitude is defined as i.mo!e, oi [\"I~ n:o:e, oi [VII jI:-: 10 
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