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,'. ABSTRACT /
~<.,

I H 13 C and, where appropriate, 31 p NHR spectra for,

" 'the series of compounds (C 6HS) XH 3_ and (C 6HS) XH 2 _ Na
''I n n n n

(n • I, 2; ,X • N, P or As), have been recorded and assigned.

The results are consistent with the existence of a pw-pw

interactio~ between sub~tituent and phenyl ri~g in all 'cases,

when trie,at~m is nitrogen but onl~ in the anicins when the
- I

13
sUbstituent atom'is',phosphorus or arsenic". C NHR spectra

" .
of" the compounds -(C 6HS )nGeJi4_n and (C6Hs')nGeH3_nNa as well as

(p-CH3C6H~r3GeH (H = H, Na) have, al so befi!n'recorded and

assigned. _Compari~on of the chemical shifts demonstrated

that the extent of delocalization of the negative charge is
" "

differences in the eff~ct of phenyl-substitution on the

significantly less

,analogous joup ~

in the phenylgermyl anions than- in the
, .

~pecies. This corroborates the observed.
"\

I

•,.

,

'acidities of m'ain .group, h,ydrides' as rational'i zed in terms of

hybridization at th~ an"jOnie centre and subsequel1t d'egree pf

resonance delocalization. . ~

The distribution of w-electrons in the mono-

sUbsti~uted benzenes. whose substituents are anionic centres.

aPl?ear's to be ,the result of the balance' b~ween mesomeric",

/

/
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and electric field efFects. The latter effect produces a

polarization of the phenyl ring dependent upon ,the extent to

which the negative charge is localized on the substituent
•

atom. The magnitudes of these effects depend somewhat on the

extent and nature of solute-solvent interaction, ion-pairing

and association 4n the solutions of these salts which, in

turn, are a function of the polarity of, the solvent.

Adduct, formation between'cuprous iodide and both PH 3
and C6HSPH 2 was investigated. Comparison with literature

results for complexes of (C6HS)2PH, P(C 6HS )3 or other

'tertiary phosphines indicates that a-donor strength alone, as

opposed to n-acidi~y,r steric bulk, is the dominant factor

influencing the S~ity of the coordinative

the small er phosphi nest' The structure of the

[Cu!(C 6HSPH 2)2J 2 is 'reported. 127! Mtissbaue~

interactions of

complex

spectroscopy

was found to be,incapable of discriminating between different

iodine environments in such complexes •
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