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Tables 1 and 2 

R 
II 
(%I 

H 97 

Me 47 

Et 45 

i-Pr 77 

t-Bu 68 

Products from the dehydration of RCH2(t-Bu)2COH (I) 

in HMPT and pyrolysis of the p-nitrobenzoates of I. 

Table 1 : Dehydration (3) Table 2 : Pyrolysis (4) 

III 
($1 

IV 
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3 

40 

40 

20 t , trace 

98 

56 l;(5) 

54 19(5) 

92 4(5) 

11 2 57 26(7) 

IV 
(%I 

2 

28 

27 

4 

15 

trace 

2 

As has been observed (2) for thionyl chloride-pyridine dehydrations, little rearrange- 

ment occurs when R = H ; the explanation in terms of the conflicting conformational require- 

ments for deprotonation and carbcnium ion stabilisation, previously advanced, would appear 

to be valid in the present case also. On the other hand, no simple explanation for the 

variations in product composition found for the other substituents can be offered at present. 

The formation of rearranged and fragmented products in the dehydration of tertiary 

alcohols shows clearly that C-O fission and proton-loss are not 

more, the secondary alcohol, di-t-butylcarbinol, was dehydrated 

methylpentene-1 by refluxing for 3 hours with HMPT, despite the 

mechanism is blocked by the absence of B-hydrogens. 

entirely concerted. Further- 

cleanly to 2,3,4,4-tetra- 

fact that Monson's concerted 
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We were, however, unable to dehydrate 

to tri-methylethylene, obviously because the 

diate is energetically prohibited. 

t_-Bu t,Bu 

the corresponding primary alcohol, neopentanol, 

formation of a primary carbonium ion interme- 

We find that dehydration in DMSO (8) of I (R = Me, Et, L-Pr, t-Bu) leads to more 

extensive rearrangement (ca. 80%) than dehydration in HMPT, and presumably goes through a 

longer-lived cation, DMSO being less basic than HMPT (9). Both solvents apparently promote 

ionisation of the alcohol to a carbonium ion intermediate, but the subsequent behaviour of 

this intermediate depends markedly on the identity of the solvent. 
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at 2fP. Compound III reacts about 50 times slower than IV under these conditions and 

can be easily separated (Apiezon L) from the other products. Mixtures of III and IV 

were analysed kinetically by a modification of the same procedure. 

(6) See V.J. Traynelis, W.L. Hergenrother, J.R. Livingston and J.A. Valicenti, J.Org.Chem., 

2377, 21 (1962) ; V.J. Traynelis, W.L. Hergenrother, H.T. Hanson and J.A. Valicenti, 

ibid., 123, 29 (1964). 

(9) H. Norman-t, Angew.Chem., Int.Edn., 1046, 2 (1967). 


