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measured over a suitable wavelength range, typically 206-320 nm, at 2-3 nm intervals. The reference
solution was simply the ionic medium, 1.0 M (Na)Cl. Quartz cuvettes of different path lengths were used,
depending on the concentration of the solution.

The experimental conditions (the concentration of reactants, wavelengths measured , path lengths) and the
number of spectra acquired per titration are shown in Appendix 1. The large amount of spectral data could
not be included in this thesis but is available on request. Most spectra are shown graphically.

In order to simplify calculations, the number of non-complexing species had to be as low as possible. It was
also crucial not to have many complexes present in small percentage concentrations only. Suitable
conditions were identified by calculating distribution of species under specific conditions using the
potentiometric model and the program KON3PH (written in FORTRAN for an IBM compatible PC) [113].
Very few conditions were suitable for the identification of complexes; mainly those with low concentration of
molybdate and with an excess of ligand, which favours complexation. Owing to the very small part of the
UV spectrum of tungstate that is available for absorption measurements, a similar spectrophotometric study
of tungsten-ligand was not feasible.

2.4 CALORIMETRY

An isothermal titration calorimeter, Tronac model 550, was used for the first enthalpy measurements. Later,
data were collected with a Tronac model 1250 [114,115]. Solutions (20 or 25 ml) containing molybdate (or
tungstate) and ligand, or ligand alone, were titrated with hydrochloric acid from a precision microburette
(2.5 ml) . All titrations were done in duplicate and the data (heat evolved vs. volume added) were collected
automatically by means of a personal computer using software supplied by Tronac.

The total heat evolved during the titration of a mixture of molybdate (or tungstate) and ligand with
hydrochloric acid is the sum of the heats of the formation of the complexes, the formation of
polymolybdates or polytungstates, the protonation of ligand and the heat of dilution. The heat of dilution
was therefore subtracted from the total heat in order to get data which represents the heat evolved due only
to the formation of the species. (Where the heat is plotted in the figures of this thesis, the heat of dilution
has already been subtracted).

The heat of dilution was determined by analysing calorimetric data collected from a "blank" ftitration of
1 M HCl into 1 M NaCl solution. This dilution reaction is slightly endothermic.

Some enthalpies for the formation of polymolybdates and polytungstates were determined previously and
could be used in the calculations [116,117]. The enthalpies for the formation of the protonated ligands were,
determined by separate titrations of a ligand solution with 1 M HCI, unless they were already known from
previous investigations.




Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za



Stellenbosch University http://scholar.sun.ac.za





