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components are demonstrated which have

not yet been identified. The use of coun-

tercurrent distribution for se ting cor-

ticosteroids has previously n descri-

bed 1* but a more detailed discussion will
appear elsewhere 11,
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On the Hydrolysis of the Bi*+ Ion

— a Preliminary Note
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Department of Inorganic Cﬁemistry, Royal
Institute of Technology, Stockholm 70, Sweden

n 1947, Granér and Sillén ? studied the
hydrolysis of bismuth(III) in 3 M
NaClO, medium, measuring [H+] with
quinhydrone and glass electrodes, and
{Bi*+] with bismuth amalgam electrodes.
A mechanism was proposed which seemed
to agree well with their data, which cove-
red the range [Biltot = 10 to 50 mM.
One of us (A.O.) has now undertaken a
study with similar methods, but with total

SHORT COMMUNICATIONS

Bi concentrations ing from 0.1 to 50
mM, thus a factor of 1:500 instead of
1:5. The present data can be explained
b{ assuming the presence of only two com-
plexes, the mononuclear BiOH!*+ and the

hexanuclear Bis(OH);7 (as usual, plus or

minus an unknown amount of water) with
the preliminary equilibrium constants:

Bi*+ 4 H,0 & BiOH!+ + H+
K,, = 0.026 M
6 Bi*+ + 12 H,;0 & Bi(OH); + 12 H+
Kype = 2.14 M7

This result agrees with the findings of
Kraus, Holmberg and Johnson ? in so far
a8 their equilibrium ultracentrifugations
suggest predominance of a low molecular
weight polymer (N = ca. 5 or 6)”. In a
more narrow concentration range Souchay
and Peschanski® concluded that there is
only one complex present; they ascribed to
it the formula, Bi,0;F.

The old data of Granér and Sillén were
slightly distorted by the fact, then un-
known, that quinone is & base and attracts
protons at the highest acidities (Bieder-
mann and Sillén ¢). After a correction for
this effect, the present data are in general
found to agree well with those of Granér
and Sillén. This little deviation, however,
sufficed (together with the narrowness of
the [Bi]total range) to indicate an incor-
rect mechanism.

Attempts are now being made, in col-
laboration with Professor Cyrill Brosset,
to study the structure of the complex by
means of X.ray diffraction on aqueous
solutions.

This work has been supported by Statens
Tekniska Forskningsrad (Swedish Technical
Research Council).

A detailed paper will be published else-
where.
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