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In a previous paper?) we reported formation constants
for 1 : 1 complexes of dibenzo-18-crown-6 (DBC) with
Lit, Nat, K+, Rb*, and Cs* measured in DMSO
(dimethyl sulfoxide), DMF (N, N’-dimethyl formamide),
and PC (propylene carbonate). The fraction («) of
the cation in the 1 :1 complex M(DBC)* is given by

Ar— A2

S T
where A1, A2, and A3 denote the corresponding phoreo-
grams (1, 2, and 3, Figs. 1—5).1)

Since « is equal to 0 for complete dissociation, the
phoreograms 1 and 2 should coincide at zero concentra-
tion. Actually in PC as well as in DMF the curves
apparently converge. However, no such trend is found
between the phoreograms 1 and 3. A well defined
A3 value will be obtained at extreme dilution, if ex-
trapolation is made. However, a straightforward extra-
polation is not good for a complexed salt in the presence
of excess DBC, and we must be satisfied with the values
of K, (formation constant of a 1 : 1 complex) obtained
in a concentration range in which an accurate conduc-
tance measurement can be carried out.

According to the definition of K; (Eq. 2 of the pre-

vious paper)?), the value of K, is approximately equal
to «/C when « is much smaller than unity, where «
is the fraction of the cation in the 1 : 1 complex and C
is the initial molar concentration of the alkali metal
ion and DBC.

This condition, however, is not easily satisfied be-
cause a has a value of the order of 0.1 or greater as is
shown in phoreogram 3.

The value of K, for Na(DBC)+ at 1.44x 103 M of
NaClO,V is about three times larger than that given by
Shchori et al. at 1.0 x 10— M of NaSCN.? At this stage
no prediction can be made for the discrepancy between
them, since it is likely that Nat and ClO-, dissociate
completely in DMF, whereas Nat and SCN- associate
slightly in DMF. Moreover the K, values in Table
11) are practically constant within these concentration
ranges.
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