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In the first tests of a device for electromigration
measurements in free electrolytes [1], it was observed
that the mobilitiesof *™TcO,, **F , *'Cs" and *'Co™
ions in inert agueous electrolytes a 298K were
influenced by the apparition of electroosmosis in the
migration tube. Electroosmosis can be explained by
the presence of an eectric double layer at the charged
surface of the glass (ionisation of surface silanol
groups). These negative surface charges are
neutralised by the cations in the diffuse layer. Under
the influence of an electric field, the hydrated cations
in the double layer migrate to the cathode moving the
bulk solution by viscous drag. As a result of this, the
cations migrate faster and the anions slower than
expected. The electroosmotic mobility depends on the
nature (viscosity, dielectric constant) of the electrolyte
and on the potential at the glass/solution interface.

In order to obtain absolute migration data, u,,, the

experimental ion mobility, ue,, for a given ionic

strength, m of the eectrolyte was corrected for the
electrosomosis asfollows:

¥
u
uabs:uexpiuism"'(l' %)kexp\/rn (1)
Uexp
(- for cations, + for anions)

where uﬁxp and ke, arethe experimental value of the

ion mobility at infinite dilution of the electrolyte and
the slope coefficient obtained from the linear fit

Ugg =F(y/M) (Tab.1), respectively. u;‘sm:‘uixp— ufit‘
represents the electroosmotic mobility at infinite
dilution of the electrolyte, U, being the literature
value of the ion mobility in pure water (Tab.1). The
third term on the right side of expression (1) is a
correction factor which takes into account the change
of the mobility function d(w) [2] caused by the
electroosmosis and the variation of the electroosmotic
mobility with the ionic strength. The fact that the
values of ul, agree well with each other within the
limit of experimental uncertainties indicates the
constancy of the data collected in the migration

experiments. Hence the mean value u?,‘sm =1.71(6)

10* ecm?s 'V !, was used for the correction of the
electroosmosis effect. As an example, the variation of

Uep aNd Ug,s With the square root of the overall ionic
strength for *F~ and °’Co™" ionsis shown in Fig.1. For
all the ions studied, the absolute migration data were
found to encompass well the vaues given by the
extended limit law [3] which is derived from the
Onsager theory [2] and takes into account finite ion-

size effectsin connection with dielectric saturation and
hydration of the ions. The linear extrapolation of the
absolute migration data to m=0 leads to values of the

absolute ion mobility at infinite dilution, u%., which

agree well with the literature data (Tab.1). From these
results eg. (1) can be assumed to give a fairly good
correction for electrosmosis, but it may be subject to
some criticism because of its semi empirical form. In a
future article we show the possibility to suppress the
€lectroosmosis by chemical surface modification of the
migration tube with tetramethylchlorosilan in order to
directly measure absolute ion mobilities [4]. The
migration data obtained in this way were found in
reasonabl e agreement with the values calculated with

eg. (1).
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Fig. 1. lon mobility of **F - and *'Co?" versus {m at 298K.

Experimental migration data (squares); data corrected for
electroosmosis (circles); extended limit law (dashed line).

Table 1. Experimental and literature data used in eg. (1)
for the calculation of absolute ion mobilities. u%, is the

absolute infinite ion mobility obtained after correction for
el€Ctro0SMOSIS. U g, » Ugem  Usbs iN 107 NP sV,

lon —ug,  Kee  ufilre]l W Uk

TcO, 399(8) 5.20(46) 575 [5] 1.76(8)  5.69(8)

F 411(25) 2.32(57) 574 [6] 1.63(15) 5.71(14)

Cs* 9.71(4)  257(20) 800 [6] 1.71(4)  8.00(5)

Co*  7.45(11) 5.05(47) 570 [6] 1.75(11) 5.73(11)
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