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PMR and UV spectra m acld'medza, of some o:ocymantrenylcarbemum
=3 are reported The data obta.med proves that the nature of the stabil
posxtlve charge 1s common to both cymantrenylcarbemum and ferr
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= cﬁH5 v R = p—C6H4OCH
e R,—- Cs”s R = Ce“s :'7‘;

correspondmg alcohol precursors in CCl4 solutlons, the: ‘most s1gmﬁcan
_,bemg observed for the nng protons (8 4, 5-—5 0. ppm in CCL,, 5 5—6.

those m HZSO4, except for some cnanges m the posxtmns.of s:gna.ls
'a_“;due to an effect of the medxum. In the case of Ia, the speetra'm’: C
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Fig. 1. PMR spectra of Ia with TMS as external ‘standard: (a) in CFscOOI-I (b) in concentrated sto4.

,dnference. A5, between intemal and extemal TMS in CF3COOH is—0.62 ppm. . ) : .

The 51m1la.nty of the PMR spectra of cymantrenyl- and ferrocenyl-carbemum
. ions, as in the nearness of positions of the signals due to similar nuclei and the
’fobservatlon of the planar chirality, allows us to suggest that the stabili"satlon o
-the adJacent catlomc centre in these moelectromc structures occurs by a common
f{mechamsm._ S
~: The.UV.data. conﬁrm the formatmn of catlons II on drssolvmg cyma.ntrenyl
; bmols (I)in the acids: The ethanol solutions of carbinols a~e absorb'in the
*'330 nm region, characteristic for cymantrene compounds. When the solvent i
,-"changed for acids’ (HQSO4, CF3000H ‘HClO,) arise in the absorptmn occurs.
at longer ‘wavelength. Table 3 shows the Ajax and log € values'in the UV:spectra

ols: 1cer trated sulphun ‘acid solutions. The electroni




't ) t{the (00)31\/11105H4 radical stablhses the catlomc centre more
"effectlvel y than the phenyl, but much less than the ferrocenyl radical. The- :
. pKg*value for earbinol Ib is-equal to —8.7 and those for diphenyl- and phenyl- -

"ferrocenylcarbmols —13 3 [12] and —0 4 [13] respectwely. .

Perkm——Elmer R-20 NMR spectrometer was used to obtain the PMR spec-
~.tra. The su;phunc and trifluoroacetic acid solutions of the carbinols were pre-
paned by addmg the carbinol species to the acids while wgorously stirring and
““-cooling to 0°C in an argon atmosphere. The electronic spectra’ were recorded on
= pecord-UV-VIS (CaIl-Zels) spectrophotometer w1th ~10“' M solutlons of the
- alcohols in acids. = .

" The: pKR+ values were measured by the standard method [12] employmg the
fj’,‘H .+ values for H,SO4 and’ HClO4 acids at the half ionisations of the carbinols.

R™
- The tertiary carbinols Ia, c—e and ITI were obtained by Grignard reaction of 7

s acetyl- and benzoyl-cymantrenes and acetylferrocene with the correspondmg

- Grignard Ieagents as previously described [14]. Phenylcymantrenylcarbmol was -
" prepared by the reduction of benzoylcymantrene with LiAlH, [15]. The car- -
bmols not prevmusly reported were charactensed and the results shown in

g-'iTABLE 4. : A
j}__’ANALYTICAL DATA. OF NOVEL CARBINOLS .
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