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in which g¢., g. are charges on nucleophile and electrophile, respectively,
and c,, c. the coefficients of the HOMO and LUMO at the interacting
centers. Values of Eyomo and Epumo can be experimentally determined
from measurements of ionization potentials and electron affinities, respec-
tively. They necessarily refer to the gas phase but, when corrected for
solvation, yield values (E*) which are a quantitative measure of hard-soft
character (Table 6.7).

Now the attractive force between hard acids and bases is mainly due to
the electrostatic term, while that between soft acids and bases is mainly due
to the HOMO-LUMO overlap term. It is hardly surprising, therefore, that
relative nucleophilicity depends upon the electrophilic center to which it
refers. Simple calculations of E; can duplicate observed reactivity orders,
which change according to the LUMO of a reference electrophile; this
variation affects the importance of the last term %8 thus:

EL umo = —5 eV (low-lying, easily accessible, e.g. Hg>*).

E(overlap) = nucleophilicity: HS™>CN™>Br" >Cl" >OH™ >F".
This is the order of reactivity at a soft center.

E umo = +1eV (high-lying, inaccessible e.g. Ca®*)
Nucleophilicity: OH™ >CN " >HS  >F >Cl”  >Br >1".

This is the order of pK . (reactivity at a hard center).

Corrected experimental energies of frontier orbitals for some nucleophiles and electrophiles

Nucleophile HOM ? Electrophile LUMO
energy, E*/eV® energy, E¥feV

H —7-37 soft 2+ .
I -831 4 g:“ g-gg e
SH™ —8-59 Li* 0-49
CN™ —8-78 H* 0-42
glr— -9-22 Na* 0

- —-9-94 Ag* —2.82
OH™ —10-45 Hg** —4.
H,0 “l09 g 4-64 soft
F~ —12-18 hard

“1eV =96-45kJ mol ' = 23-05 kcal mol™!



