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Abstract

The influence of the ionic structure of electrolytes used in the electrodeposition of moiyb-
denum, titanium and aluminium on the mechanism and kinetics of metal deposition is
discussed. Using electrochemical methods of siudy and a complex thermodynamic and phys-
ico-chemical analysis it was determined that in ail the electrolytes investigated the electro-
deposition process is significantly facilitated by the formation of complex anions with lower
symmetry of the co-ordination sphere. In the case of molybdenum deposition, complex
heteropolyanions are probably created in the melt by the addition of B,0; or SiO; to the
K.MoO,-based electrolytes. The electrodeposition of titanium from the K,TiF -based electro-
Ivtes is enhanced by the formation of the less stable TiF? . resp. TiF,C1*™ anions. In the
electrolysis of aluminium from cryolite-alumina melts the creation of exyflucroaluminate
anions facilitates the electrodeposition of aluminium. £ 1997 Elsevier Science S.A.

1. Introduction

The electrodeposition of metals from molten salts has been extensively studied
for many decades. From an analysis of the literature it is clear that several types of
molten systems have been tested as electrolyies. On the basis of the electroactive
species used they can be divided into two principal groups:

(i) systems containing halo-complexes of the deposited metals,

(i1} systems containing oxides or oxy-complexes of the deposited metals.

In all of the systems investigated one of the most important tasks to be solved is
to find the proper composition of the electrolyte with regard both to the suitable
physico-chemical properties of the electrolyte and the desired characters of the
electrodeposited product. Both problems are closely related to the actual structure,
i.e. the ionic composition of the melt.

Quite recently attention was paid to the role of oxides, either as electroactive
species, as impurities or as additives in the electrodeposition of metals. This may be
demonstrated e.g. in the case of electrodeposition of molybdenum [1.2]. where the
electrolysis of neither pure K;MoOy,, nor the KF-K,MoO, mixture yields a molyb-
denum deposit. However, by introducing small amounts of boron oxide, or silicon
dioxide to the basic melts, smooth and adherent molybdenum deposits may be
obtained [2,3].

In the present review we study the influence of different additives which change
the structure of the electrofyte (i.e. ionic composition) of the pure molten compound
on the electrodeposition of melybdenum, titanium and aluminium using a veltamme-
tric method. Based on measurements of the phase equilibrium, density, electrical
conductivity and viscosity and using the complex physico-chemical analysis of the
electrolytes, conclusions about the probable structure of electroactive species present
in the electrolyte as well as on their electrochemical stability were made.

2. Thermodynamic approach

In general, the melts investigated represent multi-component systems of inorganic
salts and oxides or oxygen-containing compounds, in which chemical reactions take
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place. The chemical equilibrium in the melt depends on the composition and temper-
ature. The influence of composition plays the most important role, while the change
in temperature does not affect the equilibrium dramatically.

A physico-chemical analysis. based on the results of the measurements of phase
equilibrium. density, clectric conductivity and viscosity of the melts and combined
with the electrochemical study of electrolytes. X-ray phase analysis and 1R, resp.
Raman spectroscopy of quenched melts. has been used for the study of the structure,
i.e. the ionic composition of the molten systems under investigation. It may be
assumed that the high temperature composition is at least qualitatively conserved
after quenching.

To draw conclusions on the structure of the electrolytes from the concentration
dependencies of the particular properties the following thermodynamical. statistical
approaches and material balance calculation were used.

2.1 Dilute solutions

In the region of dilute solutions the limiting law s valid
L Cuy
lim — =k(5) {1

x-1 €8

where «; is the activity of the component expressed in terms of ﬂh moiz fractions
x7's according to any suitable model and £(81) is the correction {actor introduced
by Stortenbeker [4]. representing the number of foreign mriicie which imtroduces
the solute into the solvent at infinite dilution. If X(8ty=1. the investigated sy
obeys Raoult’s law and belongs to the solution type No. [ I £(St) s L. the system
belongs to type No. I, which do not obey Raoult’s law,

The region of diluted solutions can be investigated preferentially by cryoscopic
measurements. For the lowering of the temperature of fusion of the solvent, AT
the following equation holds

RT}
ATi= ——xg - k(S0 (D
AH,

where 7Ty and AH; ave the temperature and the enthalpy of fusion of ihe solvent,
respectively, v, is the mole fraction of the solvent. and R is the gas con m The
resuiting knowledge of A(St} enables one 1o deduce the possible ongoing chemical
reaction between solvent and solute.

2.2. Whole systeins

For the whole concentration region of the system investigated two different
approaches may be used. In the first appreach, the structure {i.e. the ionic composi-
tion) is determined by the thermodynamic equilibrium composition, afier all the

e
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chemical reactions taking place in the system are over. Ideal mixing of components
is supposed after reaching equilibrium. If the standard deviation of the calculated
and measured property obtained for the given chemical reuctions is in the range of
the experimental error, it is reasonable to assume that the structure of the electrolyte
is given by the equilibrium composition detzrmined by the calculated equilibrium
constants. In addition, information on for example the thermal stability and the
Gibbs™ energy of the compounds which are present may be obtained. The task is
solved by means of the material balance and using the thermodynamic relations
valid for ideal solutions. in gencral, this approach may be used in the evaluation of
those properties for which the ideal behaviour of the system is physically defined,
e.g. for Gibbs™ energy of mixing and molar volume. The procedure can be demon-
strated on the calculation of equilibrium composition based on the measurement of
density in the system A-B in which the intermediate compound AB is formed.

Let us consider | mol of mixture consisting of x; moles of component A and x,
moles of component B. Since the partial thermal dissociation of AB must be taken
into account, the degree of conversion of the reaction A+B=AB, 2 has to be
introduced. The equilibrium amounts of substances can be expressed as follows for
x,<0.5

{AY=(1—2x,+2x,) mol
n{By=2x, mol
#(AB)=x, {1 -2y mol

Total—(1 - 5, +xx,) mol

and for the equilibrium mole fractions we can write

F2x, 42y, P VL (1 —
c e [ - . _ - Ty
Xa = Y B L Napg = — {3}
f—up +ax, HEAE S AN P—xs oy,

The degrec of conversion of the reaction A + B = AE is then given by the equilibrium
constant

(1 -2y + 2y,

o

(4}

(=0 —x tavy) -2

where 2, is the degree of conversion to pure AB. For every value of the equilibrium
constant we can calculate the equilibrivim mole fractions of constituents for every
composition. Recalculating the mole fractions x(i) into mass fractions w(i} and
introducing them into the equation

.
W
v

plealc)=| —

U T e
+
LPa P Papd

which is based on the additivity of specific volumes, we get a set ol density values
for every chosen equilibrium constant. The accepted value of K is determined by
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the condition

Y {pilcale) — plexpi}* =min {6}

i=1

In the second aupproach. which finds application in real systems. the validity of
the genersl Redlich-Kister type equation for the excess property is supposed. For
the description of the composition dependence of the given property V in the
system, the foliowing equation is then used (e.g. in 4 ternary system}

n "

Lo - g b e .
J Z‘ Bnij \” : E (m'-\(‘."'\l}"“\g éT;
=4 ade

The first term represents the additive behaviour, the second one the binary inter-
actions and the third one the interaction of all three components. For the excess
Gibbs’ energy of mixing in the real solution ihe following equation may be supposed
(e.g. for a ternary system)

2o 3
AG* = Y Agxex 4+ Y Baaxiay (%)
iTj fi=1in=1 i£jek ijh=1

In the case of transport properties. such as viscosity and electric conduct weal
behaviour is not physically defined. since we deal with scalar quantities which do
not possess the total derivative. Thus. the simple additivity rule may not be used.
However, these properties are thermally activated and the addiivity of activation
energies is allowed. Based on this idea the addutivity of fogurithms of these properties
is often accepted as “ideal” behg viour, For the descrintion of e.g. the viscosity ina
three component sysiem the following eguation has been suggesic

3 A
H=1tant st + ), Xy :‘: Aps N+ B A% (9
PFJ Li=1 =0

Coeliicients of the regression Egs. {7) 49} ure calculated using multiple hnear
regression analysis. Omitting the stutistical non-important terms on the chosen
confidence level and nunimising the number of relevant terms we obtain a solution.
which describes the concentration dependence of the property investigated with a
standard deviation of the fit being of the same order as the experimental error
statistically impﬂ"iant binury exﬂd ternary interaciions we 3001« ,0’ dpmcm
chemicul reactions and check ther ermodynamic prob in
standard reaction Gibbs™ energies. The reaction pmdw‘is are ;d *mﬁed usin
H-ray phase an:ﬂ}sss and IR spectroscopy of quenched melts
the composition at high r.empu dure 15 at least queﬂi%atiwei'
quenching

Interactions are mostly considercd as chemical reactions between componenis.

J:
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However, van der Waals bonds and the formation of associates may not be excluded
as interactions, even if they cannot be detected by spectroscopic measurements.

3. Deposition of molybdenum

An analysis of the literature data on the electrodeposition of molybdenum shows
that several types of molten salts have been tested as electrolytes. On the basis of
the electroactive species used, they can be divided into two main groups:

{1} halide systems containing either K;MoCl, [5-9] or K ;MoF, [10] dissolved in
alkali metal halides, mainly chlorides and fluorides;

{2) mixed sysiems containing oxide compounds of molybdenum, such as molyb-
denum oxide, MoQ; [11-13], alkali metal molybdates [1,11,14-16] and CaMoO,
[17]. Supporting electrolytes include: LiCI-KCl mixtures [12]. sodium and lithium
metaborates [11]. KF-Na,B,0, [14], KF-Li,B,0, [1], KF-B,0; [2.15], and
CaCl,~CaO [17].

Comparing the results of molybdenum electrodeposition from several types cf
electrolyte, it was confirmed in Ref. [2] that the process is most successful in electro-
Ivtes consisting of a mixture of alkali metal flucrides and boron oxide {or alkali
metal borate)} to which molybdenum oxide {or alkali metal molybdate) is added as
the electrochemical active component.

The electrodeposition of molybdenum from binary MeF-Me,MoQO, mixtures does
not occur [1-3,5-17]. However, a small addition (i mol%) of boron oxide
[1,2,11,14-16] or SiO, {3] to the electrolyte facilitates the electrodeposition of
molybdenum. The presence of boron or silicon oxide most probably modifies the
structure of the melt which resulfs in changes in the cathode proces:

3.1, Elecirochemisiry of molybdenum

The mechanism of the cathode process has been extensively studied in chloride-
based electrolytes containing either Me;MoCl, [18] or Me,MoQO, [12.17,19.20] as
the electrochemically active species. For pure chloride electrolytes { 18] the reduction
of Mo(1il} proceeds in a single three-electron irreversible siep. It was found that
the irreversibility of the process decreases with increasing temperature from 600 to
750 "C. However. chloride melts containing dissolved molybdenum(VI} oxide
and alkali metal molybdates are found to be unsuitable for the electrodeposition
of molybdepum because the primary product of the cathodic reaction is a
molybdenum (1) oxide which is inscluble in the chloride melt.

Very promising electrolytes for the electrodeposition of molybdenum are melts of
the system KF-K,MoQO,B,0,, especially when smooth, adherent molybdenum
layers on metallic surfaces are desired {11.

The mechanism of molybdenum electrodeposition from potassium molybdate
dissolved in a KF-B,0; molten mixture was investigated by Guoxum and Defang
[21]. The process proceeds in two consecutive charge transfer electrode reactions:
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Mo(Vi}—Mo(l)—Mo(0). The diffusion coeflicient of Mo(VI) species in the melt
is in the range 1.99-2.25x 10 cm®-s7 1L,

The influence of B,0; addition on molybdenum electrodeposition from moken
K,Mo0, and KF-K,MoQO, clectrolytes was studied in Ref. {221, Fig. | shows the
voltammetric curves recorded in a pure potassium molybdate melt and in the
K,MoO,-B,0O; system with different boron oxide additions. On the voliammetric
curve recorded in pure K,MoO, (curve 1) only one electrochemical process is
observed at a potential of approximately —1V. This process represents electro-
deposition of potassium on the cathode. The addition of 2 small amount of boron
oxide to the basic melt causes significant changes in the shape of the voltammetric
curves. A new expressive current peak starting at approx. —0.2 'V appeared on the
voltammetric curve {curves 2 and 3), with current depending on the B,O; content
in the melt. Similar behaviour was also observed using the KF-K,MoO, system
with SiO, additions.

On the basis of these results it is evident that the addition of oxides most probably
causes changes in the ionic composition of the clectrolyte. i.e. the kind of electroactive
species from which molybdenum can be reduced. Changes in the ionic composition
were studied using a physico-chemical and thermodynamic analysis {see below}.

Makyta et al. [23] carried out chronopotentiometric and voltmmmetric measure-
ments to determine the effect of electrolyte composition on the mechanism of
molybdenum electrodeposition from KF-K,MoO,-B,0; melts. The dissolution of
potassium molybdate in molten KF-B,0, mixtures is accompanied by chemical
reactions between different boron-containing species such as B037. BO; and
BF; [24] and fluoride anions present at equilibrium in the basic KF-B,0, melt.
These chemical reactions most probably create new. molybdenum-containing electro-
chemically active species. Such multi-atomic species consisting of MoO, groups with
boron as a central atom. present inn the MoQ;-bused glassforming melts, were
described e.z. by Rawson [25].

H H H
ol
En k.
% b
— =100 L
180 o
L] ]
i
~200 bt L ; 1 , -
-1.2 .8 0.4 0.0
En

Fig. t. Voltammeiric curves i the KB KMoO, B.C, ssiem. (1} Pure KoMoOg (2)
K.MoO, =2 mol% B,0; 13) K MoO,+ 5 mol% B,O,.
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On the other hand, according to Makyta et al. [23], the reaction of potassium
molybdate with fluoride anions creates electrochemically inactive molybdenum-con-
taining species. These species are probably identical with those present in the molten
KF-K,Mo00, mixture [26]. When all the boron-containing electrochemically active
molybdenum species have been consumed, further dissolution of molybdate anions
proceeds through formation of electrochemically inactive melybdenum species only.

In a series of chronopotentiometric measurements in melts containing 1.5 mol%
B,0; and more than 0.4 mol% K,MoO,, and in melts containing 3 mol% B,O, and
more than 1 mol% K,MoO,. Makyta et al. [23] observed only one wave on the
chronopotentiometric curves. This observation together with previous results [2]
indicate that the charge transfer electrode reduction of Mo{Vl) from
KF-K,Mo00,-B,0; melts proceeds in one six-electron step. Thesc authors further
claimed that the equilibrium chemical reaction between the various species in the
melt, in accordance with the quantitative description of suech a process published in
Ref. [27], precedes probably this one-step electrode reduction. Based on a regression
analysis of the chronopotentiometric data obtained at the two lowest K,;MoO,
concentrations in the above two melts. and forcing the regression line to pass through
zero. the diffusion coeflicient of the electrochemically active molybdenum species
was calculated to be 2.8 x 107 % em?-s ™%, This value is in a good agreement with the
value determined by Guox: 1 Defung {211

Similar electrolytic r.eparation of molybdenum coatings in the molten system
KF-K,MoO,-8i0, = - investigated by Zatko et al. [28.29]. Coherent, smooth
and well aghesive ...  ..pum layers were obtained on electrically conductive
substrates in a relatively narrow composition region. The quality of the deposit
depends on the silica content in the melt. The authors explain the positive role of
Si0; in the molybdenum electrodeposition as being due to a change in the structure
of the electrolyte and the formation in the melt of [SiMo,O,]* heteropolyanions
according to the reaction

12K, MoO,+ 7810, + 36K F = K [SiMo,O,,] + 6K LSiF,, + 22K.0O (10)

Such heteropolyanions are rather voluminous and thus much more polarizable. In
the vicinity of the cathede in the clectric double layer this anion is strongly polarised
and finally disintegrated into smaller species, from which consecutive molybdenum
deposition takes place. The X-ray diffraction analysis of the solid deposit on the top
closure and furnace wall proved that the deposit thereon consists of pure K,S8iF,,
thereby supporting the formation of the above mentioned heteropolyanion.
Unfortunately, the authors did not study the mechanism of the cathodic process in
this system.

220 Swructuie of the KF-K;MoO - B0y mielts

In a number of papers measurement of different thermodynamic and transport
properties of the KF-K,Mo0;-B,0; melts was done with the goal of clarifying
their structure. i.e. the ionic composition on the basis of a complex physico-chemical
analysis.
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3.2.1. Subsystem KF- K;MoOy

In binary systems of alkali metal fluorides and other salts of alkall metals, such
as sulphates, chromates, molybdates and tungstates. additive compounds such as
Na;FSO,. K FCrO,, K, FWO,. K TiF.. K;ZrF,, ete. are formed. In the case of
atkali metal chloride ¢ may also be a hgand in the co-ordination sphere of the
central atom. These compounds exhibit low symmetry of the complex anion most
probably due to the repulsive forces between both anions. Owing to this effect and
obviously a relatively high enzrgetic state. such compounds often undergo a more
or less extended thermal disscciation upon melting. in some cases 1hey even melt
incongruently. Evidence of such behaviour muy be found c.g. in Refs. [30.31]. Into
this group also belongs the compound K ;FMoO,. formed in the system
KF K,MoO..

The phase diagram of the binary system KF-K,MoQO, was studied by Schmitz-
Dumont and Weep {32]. Mateiko and Bukbalova [33), and Julsrud and Kleppa
{34]. The lest authors also measured the enthalpies of mixing of this system. In this
system is found the congruently meiting addition compound K, FMoO; with a
melting point of 752 C. This compound divides the system into two simple eutectic
ones with the co-ordinates of the eutectic points of 29.2 mol% K ,MoO, and 7204 C
in the subsystem KF- K;FMoO; and 584 moi% K,MoO, and 748.6 C in the
subsystem K;FMoO, naMoO From the flat course of the K ,FMoO0; liguidus
curve in this system it may be assumed that the addition compound undez“mz‘s
considerable thermal dissociation. Upon melting the values obtained for the enthalpy
of mixing indicate that the KF K,MoQ, system deviates very little from ideal
behaviour.

The phase diagram of the system KF-K.MoO, (Fig. 2} wus also later meusured
by Patardk et al [2.5 36]. These authors showed thai the addition compound
K ;FMoO, melts at C. The co-ordinaies of the individual eutectic points are as

e

51
follows: 30 mol% K MoO, and 721 C mn the KF- K;FMoO, subsvsiem and

E:

06 02
KF

Fig. 2. Phase diagram of the KF KMo, system. Experiment {34,331 (8): calevlated (- - ).
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39 mol% K,MoQ, and 745 "C in the K;FMoOK,;MoO, subsystem. These values
are very close to those obtained by Julsrud and Kleppa [34].

The densities of melts of the molten KF-K,MoQ, systems were measured in
Ref. [26]. The density in this system Increases monotonically with increasing conient
of K.MoQ,. The couceniration dependence of the molar volume of this system at
927 "C is described by the eguation

Viem? mol "'=31.16 + 74.61 vy —8.70xE, + 5.76x3 (i)

From the values of the excess molar volume it follows that the system shows only
small deviations from ideal behavicur. The maximum deviation of .55% 1s attained
at the concentration of x(KF)=0.75. The formation of the congruently melting
compound K;FMoQO, does not affect the molar volume course. since the excess
molar volume at x(KF )}=0.5 is very close to zero. This indicates significant thermal
dissociation of the addition compound.

The density data obtained in Ref. [26] were ued in the calculation of the degree
of thermal dissociation of the additive compound K;FMoO,. The result was also
compared with the degree of thermal dissociation obtained from thermodynamic
analysis of the phase diagram of the system investigated in Ref. [34] using the value
of the enthalpy of fusion of K;FMoO,, taken from Refl [37].

In Ref. [26] it was found that the degree of dissociation of K FMoQy,, obtained
from analysis of the phase diagram, reaches a value »,=0.81, confirming the pro-
nounced thermal dissociation of K;FMoO; during melting. Fig. 2 shows the experi-
mentally determined [34] phase diagram for the KF-K,MoO, system and the
liquidus curves calculated for the value of the equilibrium dissociation constant
Kais.x55000, = 0.656. The standard deviation of the fit was 6.8 "C. The fulfilment of
the Hmiting laws for x;— 1 demonstrates the plausibility of the calculated equilibrium
composition as well as the thermodynamic consistency of the experimental phase
diagram. The value determined for the degree of dissociation of K;FMoO, agrees
very well with the value 2 (827 C)=0.86 determined by the analysis of the volume
properties. Based on the dependence of the equilibrium dissociation constant
on temperature, the enthalpy of dissociation AHg, k raoo, =18.8 kJmol ™! has
also been calculated, representing a substantial part of the enthalpy of fusion
AHq=58 kJ mol "1 [37].

The existence and structure of the complex anion [FMoO,]* . however, may be
a subject of discussion. Even though it cannot be identified by spectroscopic methods,
obviously due to weak Mo-F or O-F bonds and probably alsc a short lifetime, this
complex anion can be considered as an associate. Its acceptance is weli-founded at
least thermodynamically and serves as an useful example to understand the nature
and behaviour of the investigated melts,

Subsystem KF-B,0,
The liquidus curve of KF in the KF-B,0; system up to 20 mol% B,O; was
determined by Chrenkova and Danek {38] and Patarik et al. [35,36] and is shown
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in Fig. 3. According to the Gibbs’ energy of the metathetical reaction
6KFy, +By05, = 3K,0, +2BF,,, vy

AGY(827 C)=940 kI mol *

the KF--B,0, system should be the stable diagonal of the ternary reciprocal system
K*, B3 //F~. O®. However, a number of compounds are formed in this ternary
reciprocal system. From the thermodynamic analysis of the hquidus curve of KF it
follows, that the reaction

SKFy, + 7B,0s, = 3K.B,0-y, + 2K BF 4 (13
AGP(927 Cy=-201.7kImol !

yielding two complex compounds KBF, and K,B,O.. takes place in the meits. The
presence of both compounds was also confirmed by means of the X-ray powder
diffraction analysis and IR spectroscopy in the guenched samples. The positive
deviation of the real liquidus curve from the theoretical one is most probably due
to further polymerisation of the borate specics.

The cryoscopic measurements of B,0O; in molten potassium fluoride were per-
formed by Makyta [24]. He obtained the best fit of the experimental and theoretical
fiquidus curve for the reaction

32KF,,+25B,0,,,=6KBO,,,+9K,B,0-,, - 8K BF;, (14)
The last two originating compounds were confirmed both by the X-ray analysis and
IR spectroscopy of quenched melts. K,BO- is created preferentially with increasing

content of B,O, in the mixture. The presence of metaboraie anions. however. was
not detected, most probably due to its low concentration in the melt.

900 et ;

s}

o]

o]

T )
A )

- \
750 ekt S —
00 0.1 0.2 0.3 0.4
#Bols)
Fig. 3. Liguidus curve of KF in the KF-B.O, system. Patavak et ol 13531 ¢y Chrenkova and Danek

{38] € 1 limiting course ForF two now purticles (- - -).
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The density of the KF B,0; system was measured in Refl [19]. The density course
in this system shows a munimum at 20 mol% B,0,. The concentration dependence
of the molar volumic at 827 'C was described by the second order polynomial

Viem® mol ™ '=30.14 +23.33xy, o — 47 2345 ¢, {(15)
Differentiating Eq. (15) and introducing into the equation

i _ Cor

Vo, =FV+xge | = "J {(16)

V50,

we obtain for the partial molar volume of B.O, at a temperature of 827 € the
eguation

Vio,/om' mol 1=6.384 44722554, (i7y

Following from this equation. {or vy, — 7 the partial molar volume at 827 € reaches
the value Iy o, = 33.61 em® mol L being substantially higher than the molar volume
of pure B,0, .0, =44.02 em® mol " ). which indicates formation of larger jons.
The formation of K,B,O, and KBF, according to Eq. {13) was confirmed in Refs.
[24.39] using X-ray diffraction and IR speciroscopic analyses of the guenched melts.

3.2.3. Subsystem K, MoO, B0y

The tiguidus curve of K;MoO, was measured in the binary K,;MoQ, B,O; system
only [35.36] (Fig. 4). The strong positive deviation from ideal behaviour is obvious.
A similar course may be observed in systems with o sirong tendency to immiscibility,
or when more polymerised ions are formed in the liquid phase.

The ability of molybdates to form isopolyanions is well known. Moreover. in the
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Fig. 4. Liguidus curcs of K Moy in the KMo, B, system. Experiment [35] ( "): limiting course
for two new particles (- - -): fiquidus curve, i formadion of [BMo,0,,]"  heteropolyanions is considered
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presence of some foreign atoms. like B, Si. P, etc., they form heteropolyanions. in
which the central foreign atom is co-ordinated by six. nine or twelve MoQ,, octahedra.
The strong positive deviation of the liquidus curve may be caused by the formation
of such heteropolyanions in the melt. according to the following cquation

6K,Mo00, +2B,0; = Ko BM0,0O5,] + 3K BO, (1o

Taking into account this chomical reaction. and assuming a degree of conversion
approximately equal to 1. the following relationship may be derived for the equilib-
rium mole fraction of K,MoQ, in the mixture

4x(K,MoO,1 -3
¥(K,MoO,.eq)= ——— (19)
2 KMoO 1
where x{K,MoO,} is the weightied mole fraction ol K, MoQ,. Using {formally the
theory of regular solutions, for the activity of K.MoQ, in the mixture, we can write
{40}

FA ~()
al K ,;MoO,.cq) =x{ K ,MoO,.cq).oxp t }g; (1 — v K,MoO,.eq)) {20}

EAH

where AGY is the standard Gibbs™ encrgy of the chemical reaction Eq. (18) related
to 1 mol K,MoQ, instead of the classical interaction purameter o Thz. isqmdus
curve of K,\/!004. calculated according to Eq. (20} with the chosen valuc of
AG" ~20kd mol "1 is shown in Fig. 4 by the solid line. The value of the enthalpy

{ fusion of K.MoO, was taken from Refll [34]. The standard Gibbs™ encrgy of
reaction Eq. (18) should then be ~ 120 kJ mol 7', The very zood agreement of the
experimental and caleulated liquidus curve confirms the above chenucal reaction.
This conclusion 1s confirmed also by the fullilment of the imiting relation

] [ dat K_,;\'!D()Jﬂ
lim —~— =2
Ldv(K,MoO,) |

NE MO0 ~

(2h

Thus by the addition of one meolecule of B.O; into mollen K MoQ, two new
particles, the anions [BMo,0.,]°~ and BO: . are formed.

The density of the K.MoO, B,O, system [39] decreases monotonically with
mcreasing content of B,0;. The concentration dependence of the molar volume of
this system was described by a second order pelynomial. Up to 20 mol% B.O; the
excess molar volume in this system is positive, while above this concentration the
excess molar velume is negative, Differentiating the molar volume and introducing
it into Eq. {16} the partial molar volume of B,(; at the temperature of 827 Cis
described by the following equation

Vo em® mol ' =3875 44117158 ueo, (2

and for x{K,MoO -1 F(B,0;)is 45.05 e’ mol "1, This value is surprisingly very
close to the molar volume of pure B,O;. Both observations. the volume expansion
up to 20 mol% B,0O; and the very good agreement of the partial molar volume of
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B,0; in dilute solutions in K,MoQ, with the partial molar volume of pure B,0,
may be explained by the formation of polymerised particles in the meit.

3.2.4. System KF-K,Mo0,~B,0,

From the theoretical point of view, the melt systems KF-K,MoO,-B,0; represent
very little investigated electrolytes containing both classical ionic components and
network forming ones. The possible chemical interactions between these are not well
understood.

The KF-K,M00,-B,0; system is a considerably complicated subsystem of the
quinary reciprocal system K*, B3, Mo®*//F~, O, in which a sumber of com-
pounds are formed. The phase equilibrium in the KF K, MO, B,0O, system was
studied in Refs. [35.36]. The phase diagram of the ternary KF-K,Mo0,B,0,
system with up to 30 mol% B,O;, interesting from the viewpoint of electrochemical
deposition of molybdenum, and constructed using the coupled analysis of thermo-
dynamic and phase diagram data is shown in Fig. 5. The very extended plateau on
the crystallisation surface of K,MoO, shifts the boundary line with the primary
crystallisation field of the additive compound K;FMoQ, to the KF corner, most
probably due to formation of [BMo,0,,4]°” heteropolyanions in the ternary melts.
The formation of [BMo,0,,]°" heteropolyanions also indicates the excess Gibbs’
energy of mixing of the system shown in Fig. 6. The enlarged shape of the crystallisa-
tion isotherms of K,MoO, may also be due to the substitution of oxygen atoms of
the co-ordination sphere of molybdenum in the [BMoy0,,4]°~ heteropolyanions by
fluoride. However, the existence of more highly polymerised heteropolyanions with
Moy/B ratios of 9 or 12 may not be excluded.

0.6 1.
X (K,Mo0,) 2

Fig. 5. Phase diagram of the KF ‘K.MoO, B,O; system.

('.3:.@ G2 a4 oe 0.8. i
K X(KzMQO o) K,MoO,

Fig. 6. Excess Gibbs™ encrgy of mixing of the KF- K,MoO,-B,0, system. Values are in j mol L.
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The density of the KF-K,Mo0Q,-B,0; molten system was measured in Ref. [35].
For the concentration dependence of the molar volume at a temperature of 827 °C.,
the following equation was obtained

Viem® mol ™" =29.89xyr +89.50xk o0, +44.62xp,0, + ¥kr ¥ o0,
% (8.50 — 528X mo0, ) Yir¥n0,( 11.92-53.22x5 )
— Xi,Mo0, ¥8,0, 81,31+ 102,515 6”) + 110.29xy 5 Xy 00, %50,
(23)

The first three terms represent ideal behaviour, the next three, the interactions in
the binary systems, and the last one the interaction of all three components. The
coefficients were derived using the method of multiple linear regression analysis and
omitting statistically non-important terms at the 0.99 confidence level. The standard
deviation of the fit is 0.404 cm® mol !, The different sign of thz coefficients in the
KF-B,0; and K,Mo00,-B,0; systems indicates the different behaviour of B,0; in
KF and K,;Mo9Q,.

The excess molar volume of the KF-K,Mo0Q,-B,0; melts is shown in Fig. 7.
From the figure it follows, that in this system a region of volume expansion exists
with a maximum at 10 mol% B,G; and 20 mol% K,MoQ,, and a region of volume
contraction with a maximum at 40 mol% B,O, and 50 mol% K,MoO,.

The volume expansion region indicates the formation of larger ions according to
Eq. {13), while in the volume contraction region the formation of [BMo 0,17~
heteropolyanions according to Eq. (18} and the probable further polymerisation of
the melt, is assumed. The deviation from ideal behaviour is more pronounced in
comparison with the boundary binary systems. which indicates stronger interaction
of all three components. Such ternary interaction may be explained as the substitu-
tion of oxygen atoms in the co-ordination sphere of [BMo,0,.]°” heteropolyanions
by fluoride.

The viscosity of the KF-K,Mo0Q,-B,0; melts has been measured [41] using the
computerised torsion pendulum method. The viscosity of the melts increases both
with increased content of K,MoO, and B,0,. Within experimental error the viscosity
of the KF-K,MoQ, melts increases linearly with increasing K, Mo, content. Taking
into account this additive behaviour in the binary KF-X ,MoO, system and adopting

8.0
(1K N . 0.
/‘ AR \%\ %
7 \' . “>\\ i ‘ ?—_\O

3

0.6 ¢z 0.4
KF

Fig. 7. Excess molar volume of the KF-K,Mo(),-B,0, system at T=827 . Values are in em®mol "L
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the formal value of 1000 Pa- s for the viscosity of pure boron oxide. the following
final equation was obtained for the concentration dependence of the viscosity in the
KF-K,Mo0,-B,0; ternary system at 877 °C

p/mPa-s=128xgp +2.81x¢ Moo, +999%5,0, — ¥k ¥B,0,
% {3317 — 3658xp + 1336XFr ) — i iu00, V1550,
X {3242 — 3586.¢ o0, + 13485% 00, )
+ Xgp XK Mo0, VB,0, (3214 415735 6.) (24)

The standard deviation of the fit is 0.082 mPa-s. The viscosity of the ternary system
at 927 °C is shown in Fig. 8 From the regression analysis it follows tnat the
interaction in the binary KF-K,MoO, system is statistically unimportant. compared
with those in the KF-B,0; and K,McO,B,C; binary systems, The values of the
standard deviations relate mostly to the viscosity of the ternary melts.

The viscosity of the fernary system melts increases very steeply with increasing
content of boron oxide. This okservation is, however, not surprising, because of the
ability of boron oxide to polymerise. The formation of more voluminous (B,0-)*~
and BF] anions is obviously also increasing the viscosity of the melt. However, the
increase of viscosity is higher than might be expected for the pure polycondensation
of boron oxide. Evidently bigger particles than the boroxol rings are formed in the
ternary system, especially near the K,MoQO,B,O; boundary. According to conclu-
sions based on phase equilibrium and density measurements these bigger particles
are [BMo,0,4]° " heteropolyanions formed in the melt according to Eq. (18). The
statistically important ternary interaction, however, may also be ascribed to
the entrance of fluorine atoms into the co-ordination sphere of molybdenum in the
heteropolyanions.

From viscosity, as well as phase equilibrium and density measurements it is
evident, that the KF-K,Mo0 ~B,0; system is a very complex one. Beside the
chemical reactions, the tendency of the melts to polymerise, especially in the region
of higher contents of boron oxide, makes this system difficult to study. From physico-
chemical and thermodynamic analysis of the molten KF-K,MoQ,B,0, and
KF-K,Mo0,-8i0, systems it follows that the formation of heieropolymolybdates
containing boron, ([BMo0,,]° 7). and silicon, ({SiMo;,04] 7). as a central utom
is most probably responsible for the easy molybdenum deposition [42,43]. In addi-
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Fig. 8. Viscosity isotherms of the X F-K,MoOB,0, system at T= 1200 K. Values are in mPa-s.
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tion the entrance of fluorine atoms into the molvbdenum co-ordination sphere in
the heteropolyanions also lowers the symmetry and thus the electrochemical stability
of such electroactive species.

4. Deposition of titanium and TiB,

The electrochemical production. refining and electroplating of titanium and tita-
nium diboride is a matter of scientific interest because of their use as advanced
construction material in different technologies. Titanium diboride is especially con-
sidered to be a most promising material for inert cathodes in aluminium electrolysis
{44] because it exhibits a high melting point, elecironic conductivity. wettability by
meiteir aluminium, and resistance towards chemical attack of aluminium and molten
fluorides.

Electrolytes employed in the slectrodeposition of titanium andror titanium dibor-
ide consist of either oxygen-containing titanium and boron compounds [45-561, or
binary halides of titanium and horon [52,57-68] as electrochemicaily active compo-
nents. Mixtures of alkali halides serve as supporting electrolyte. Systems based on
cryolite have also been tested [48.52,55,69]. Alkali chiorides. in comparison o
fluorides. exhibit some obvious advantages as far as price. low corrosion of
construction materials and easy separation of the product from the cathodic deposit
containing solidified electrolyze.

4.1. Electrochemistry of titanium

Inman and White [ 70} report a comprehensive literature review up to 1977 of the
electrochemisiry of titanium in mohen salt electrolytes and there is 3 more recent
report by Girginov et al. [71]. The following conclusions may be drawn concerning
the mechanism of the cathodic process in different types of electrolytes.

The chemicai nature of the anionic environment and the nature of the alkali metal
cation, play an important rele in the mechanism of cathodic reduction.

in ali-chloride melts. tpc reduction of Ti{ll1} to metallic titanium proceeds
general in two steps {69, 71} Ti(1H }-Ti(I1)->Ti{0). According to Chassaing et al.
{59.60]. the following ethoua take place in NaCl-KC-TiCl, melts

TiICIE™ =TiCly +2C1° {25}

TiCla™ =0.5Ti,Cl3 ™ + 1.5C1~ (26

With decreasing scua. vate the voltammetric peak corvesponding to the first reduction
step Ti(IT1)—Ti(11) gradually disappears. eventually merging into the next peak
ascribed to the reduction TH D) Ti{0) and the process apparently becomes a single-
step one. In electrolytes based on CsClthe TiCll ™ complex ions become more stable
compared with those of NaCl and Kl due to ihe lower polarising effect of Cs™,
Consequently, TH{111) is reduced to titanium metal in 3 single step T -THD)
{581
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In chloride—fluoride mixed electrolyles a partial substitution of the large chloride
ligands in the TiClZ~ anion by the smaller fluoride ones with formation of
TiCl,_ F2~ anions also causes a change in the mechanism of Ti{1Il) reduction. In
the NaCl-KCl-NaF-TiCl; melis the single step reduction

TiCLF} 43¢ =Ti+4CI~ +2F"~ (27)

takes place [69], and is a simple irreversible charge transfer reaction which is not
complicated by any preceding chemical reaction. With decreasing concentration of
TiF2™ in the NaCl-KCI-K,TiF, melis the composition of the Ti(IV) complexes
changes from TiFY ™7 through TiF CIF ™9 o TiCI¥ ¥~ [58].

The mechanism of Ti{IV) reduction in ail-fluoride mells was studied e.g. by
Sequeira [63]. De Lepinay et al. {64.65] and Makyta et al. [56,67]. According to
these authors the mechanism of the cathode process in the LiF-KF-K,TiF, or
LiF-NaF-KF-K,TiF, melts can be described by the sequence
Ti(IV)->Ti(I11)-Ti(0)}.

The influence of the melt composition on the deposition of titanium from the
K, TiF, meit was studied by Makyta et al. [22,72]. The essential results of this work
are summarised in Fig. 9. From comparison of the cathodic part of the voltammetric
curves obtained in pure K,TiF, (curve 1} and those obtained in the KF-K,TiF,
and KCI-K,TiF, mixtures (curves 2-4) substantial changes occur when KF or KCl
is added to the pure K,TiF,. As mentioned above. the reduction of Ti(IV) to
titanium metal in the all-Auoride and chioride-fluoride melts proceeds in two electro-
cherical consecutive reduction steps, Ti(1V )—>Ti(111}—Ti(0). These two reduction
steps are clearly visible in ali recorded curves, ihe first starting at approximately
—0.2 V and the second starting at approximately — 1.5 V. The values of the indivi-
dual peak currents, representing the above titanium reduction sieps. increase with
increasing content of potassium chioride in the melt (Fig. 93. Similar changes were
also observed on voltammetric curves when KF was added to K,TiF,. In spite of
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Fig. 9. Voltammetric curves in the K,TiF~KCl system. (1) K,TiF, (2) K,TiF +5 mol% KCh
{3) &, TiFs+ 50 mol% KCh (4) K,TiF+ 90 moi% KCL
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the fact that titanium may also be deposited from pure K,TiF,. most probably due
to the presence of KF impurities, the addition of cither KF or K1 significantly
increases the peaks current corresponding to titanium reduction.

On the basis of these results, the addition of KF or KClis most probably changing
the ionic composition of the electrolyte, i.e. the chaiacter of the electroactive species,
thereby enhancing the electroreduction of titaniwm. The changes in jonic composition
were studied using physico-chemical and thermodynamic analysis (see below).

On the other hand. according to Girginov et al. {711, the one stop four-sleciron
reductioli THIV1-Ti(0} is the most accepted mechanism in oxide e}edmmeh. The
mechanism of T:B; electrodeposition from LiF-KF-B,0,-Ti0, melis was also
studied by Makyvia and Utigard [56]. These melts are very suitable clectrolytes
especially for the preparation of fine uniform TiB,; powders with an average grain
size up to 5 um. The mechanism of TiB, synthesis is rather complex. On the basis
of the electrochemical measurements either the electrochemical or electro-metallo-
thermal mechanisms take place depending on the potential applied.

Hence. as in the electrodeposition of molybdenum. the ionic structure of the
electrolyte, especially the kind of electroactive species. is the most important {actor
influencing the electrodeposition of titanium. Since titanium is reduced mainly from
Ti(1V ) complex-containing anions. the thermochemical stability of tizcs& compounds
also plays a substantial role in high temperature electrochemical applications.

4.2, Structure of the KF-KCl-KBF K, TiF, me

Melts of the guaternary KF-KCI-KBF K, TiF

; S}/S‘{“ﬁ‘. are very suitable electre

fvtes in the electrochemical synthesis of TiB,. especially when coherent coat 1?g> on
metallic bases have to be prepared [66]. In 4 series of papers the structure of ii ese
melts was investigated by means of complex physico-chemical lvsis, The measure-

ment of different thermodynamic and transport propertics was nerm*meé and the
structure of these melts was derived. We will analyse the important boundary ternary
systems individualtly

4.2.1. Subsystem KF- KCFKBF,

in addition to the electrochemical TiB, ca?'i&g application mentioned above. the

wolten system s also inte rolvie for

KF-KCI-KBF; molt st i e electrolvie fo
74}, {

the electrochemical bor 1(%;:312 of sicels [73. T e interaction f&)“ﬂpm:, s and
the chemical reactions possible taking p?mf:i zhe: nelt, affect the loric composition,
thus determining the kind of electroactive s s. The appropriate choice of the
electrolyte composition may prevent the formation of volatile compounds. like
BCl,, which feads to undesirable exhalations and lowers the ﬁﬁi *i -y of the pI’OsCES:L

The phase diagrams of the boundary binary syste K BF, ternury
system have been studied {7’53”’} All three binary svstems :‘: iple eulectics.
the phase diagram of the KCI-KBF, svstem determined 1 FRNFIN f\r*ﬁaziop of
the congruently melting mmp@md it KBE’ 4-‘1{

,Tu.:s
i’i

The phase diagram of the KF- &CE &BEE tesnaty sxsiem was measured in

&
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Ref.[79]. The system is a simple eutectic with eutectic point co-ordinates of
19.2 mol% KF, 18.4 mol% KCl and 61.4 mol% KBF, and a temperature of eutectic
crystallisation of 422 'C.

Among the physico-chemical properties. the density and conductivity of the
KF-KCI binary system [80]. the density of pure KBF,[81]. as well as the conductiv-
ity of the KF-KBF binary system [82] have been measured. However, the conductiv-
ity data of the latter system scems unreliabic. The density of the ternary
KF-KCI-KBF, system was measured in Refl [83], the electrical conductivity in
Ref. [84] and the viscosity in Ref {851

The reactions of potassium tetrafluoroborate in motlten alkali chlorides were
investigated in Ref. [86] using the cryoscopic method. The main aim of this work
was to study the stability of the BF; anion in the presence of Cl~ anions and
different cationic environments. KBF is unstable in molten LiCl and decomposes
with formation of gaseous BCl;. In molten NaCl the exchange reaction between
KBF, and the C1~ anions with the formation of KBCl, only proceeds at very low
concentrations of KBF, while no reaction occurs in molten KCL. the BF; anion is
relatively stable up to approx. 900 C. The experimental results were supported by
thermodynamic calculations.

From the results of the physico-chemical analysis [79,83- 851 deviations from ideal
behaviour were observed in all the boundary binaries as well as in the ternary
system. Since the system investigated has a common cation. the observed deviations
from ideal behaviour must be a consequence of the anionic interaction only. The
interaction of components may be of a diffcrent origin. Primanily. a different inter-
action character must be present in the boundary binaries KF-KBF, and KCl-
KBF,.

In pure KBEF, melt. BF] tetrahedra tend to link. forming relatively weak B-F-B
bonds. The strength of this bond depends strongly on temperature. By introducing
F~ ions tnto the KBEF, melt by addition of KF. the B-F-B bridges break. lowering
the viscosity and leading to a negative deviation from ideal behaviour in the
KF-KBF, systema. In addition there is mixing between the small F~ anions with
the relatively large BF anions. In systems of this type the deviation from additivity
is proportional (o the fractional difference in the radii of the different anions [87].
Therefore a relatively large devintion from ideality may be achieved. confirmed by
density [83]. conductivity {84} or viscositly [85] measurements.

An oppostte interaction effect takes place in the KCI-KBF, system where the
mixing of two relatively large and polarizable BF; and ClI7 anions occurs. As in
alkali metal chloride. bromide and iodide systems with a common cation. no impor-
tant deviations from additivity were found [78,87]. Such hehaviour was also con-
firmed in the KCI-KBF, system by density [83]. conductivity [84] and viscosity [85]
measurements. On the other hand. introducing Cl17 ions into the KBF, melt, the
exchange of fluoride atoms in BF tetrahedra by chloride takes place according 1o
the general scheme

BF, +oCl < [BF, _CL1” +#rF~ (28)
and [BF,. CL]™ mixed anions may be present. Consequently. the lower stability of

~ R
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the B-CI-B bridges and the lower concentration of B-F-B leads 10 negative devia-
tions of the properties in the KCI-KBF, system. This explanation is also supported
by the asymmetric course of the excess viscosity curve, which is due 1o reaction
Eq. (28) shifted to the right side in the region of high concentration of KBF,,

In the KF-KCl binary systcm the origin of the negative deviations in properties
may be sought in the mutual influence of the degree of dissociation of the compo-
nents, described in detail in the dissociation model of the electric conductivity of
molten salt mixtures [87].

The negative deviations, found in the KF-KCI-KBF, ternary system, obviously
have the same origin as was described for boundary binary systems. Following from
the course of the excess miolar Gibbs' energy of mixing { Fig. 10). the excess molar
volume (Fig. 11). the excess molar conductivity (Fig. 12} and the excess viscosity
(Fig. 13) in the system investigated, the maximum interaction effect is localised near
the KF-KBF, boundary.

The anionic interaction according to reaction Eq. {28 was confirmed by infrared
speciroscopy. The IR spectra of KBF, and that of the guenched molten
KBF,~KCl (1:]1 mole ratio) mixture are shown in Fig i4. Except for the
600-900 cm ™! region, the mid infrared spectra of both samples are almost identical,
In agreement with the earlier study of the alkali metal tetrafuoroborates [88],
common vibrations can be assigned to crystalline KBF . Significant differences have
been observed only in the 600-500 cm ™! region. It is obvious that besides the (1)
vibration corresponding to KBF . the quenched molter KBF - KClmixture produces
two additional peaks at 760 and 796 ¢m ! with a shoulder at 770 cm ™! These peaks
arise due to different B-F and B--Cl vaience vibrations in the [BF,_,Cl]” anions.
The substitution of fluorine atoms by chlorine in the co-ordination sphere of the
BF, anion in molten KF-KCI-KBF, mixtures was thus confirmed. However. the
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Fig. 10. Excess Gibbs™ energy of mixing in the KF-KCi-¥

i

{BF . system. Valves are in fmol 4
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Fig. 11. Excess mofar volume of the KF-KCl-KBF, system at T=1100 K. Values are in cm® mol .
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Fig. 12. Exeess molar conductivity of the KF K{CI KBF, system at T={100K. Valees are in
Scem*mol .

type of mixed anion was not determined either by physico-chemical analysis or by
spectroscopy.

4.2.2. Subsystemi KF-KCI-K,TiF,
As mentioned in Section 3.2.1, in alkali metal fluoride and transition metal fluoride
binary systems complex compounds like K TiF,, K ZrF,. K ZrFCl, etc., are
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Fig. 13 Excess viscosity of the KI° KClU KBF; system at T=1100 K. Values are in mPa-s.
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Fig. 14, IR spectra of quenched KBF, and KBF, KO mels,
formed. These compounds often at melting undergo a more or less extended thermal

dissociation. in some cases they even melt incongruently [89]. The thermd} é ity
and degree of thermal dissociation of several complex compounds MeXF- (Me
Li, Na, K; X=Ti. Zr. HI ). have been calculated on the basis of the known phase
diagrams for the MeF—MeyﬁFﬂ systems {901,

From the calculated values for the degree of dissoctation the thermal stabilities
of the Me,XF, compounds depenc. on the chemical nature of ‘m”‘i the central
transition metal and the alkali metal cation present. The ﬂ“xLE‘ al s i ity increases

i

mal sta
with increasing size of the transition metal, obviously due 1o the steric and consec-
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quently the energetic refations. The thermal stability of the complex anion is also
influenced by the size of the ligands present. The substitution of the fluorine atom
i the co-ordination sphere Of the transition metal by chloriae leads 1o a decrease
of the thermal stability of the compound.

The influence of the alkali metal cation present on the thermal stability of
wesXF follows the general trend of alkali metal compounds. concerning ¢.g. their
melting temperatures and other propertics. With the exception of the lithium com-
pounds the thermal stability decreases with increasing electronegativity of the alkali
metal obviously due to the lowering of the electrostatic forces between the complex
anion and the alkali cation.

The thermal stability of the compounds investigated is also closely related to the
symmetry of the co-ordination sphere. From the proposed crystal structure of the
Me,XF compounds [91-93] the XF2~ complex anion is co-ordinated by cight
fluorine atoms forming a flat tetragonal priﬂm Such a configuration s in accordance
with the relatively high thermal stability of the heptalluorozirconates and heptafiu-
orohafniates. Unfortunately. the crystal structures of the less stable potassium hep-
tafluorotitanate and their hexafluore. chloro derivatives are not known. The latter
probably have the lower symmetry.

The phase diagram of the KF-K,TiF, system has been studied {94]. The congru-
ently melting K TiF, compound with melting temperature of 1048 K is (ormed. The
zero value of the tangent to the K TiF- liquidus curve at x{ K, TiF ) =0.5 indicates
thit this compound undergoes considerable thermal dissoctation upon melting. The
degree of dissociation caleulated on the basis of the experimentally determined phase
dingram. %,=0.64 [95], is in a very good accordance with the values obtained
from the density data. %,(1000K)=0.6 and »,(1100K)=0.7 [96]. From the
temperature dependence of the degree of dissociation the dissociation enthalpy
AH g i riv- =524 kI mol ™" was calculated. This value represents a substantial part
of the enthalpy of fusion AH 4y =56.0 kI mol 7%,

The phase diagram of the KCI-K,TiF, system was studied in Ref. [97]. As in the
previous sysiem. a congruently melting compound K TiF Cl with a melting temper-
ature of 964 K is formed. K TiF CT also undergoes considerable thermal dissociation
upon melting with x,=0.78 calculated on the basis of phus‘e equilibria. with good
agreement with the density measurements % (1000 K)=0.72 and 2,(1100 K} 0.81
[96]. The dissoctation enthalpy was found to be AH g« viv, =46.6 kJ mol 71, again
being a substantial part of the enthalpy of fusion AH y v =329 kI mol L

The behaviour of K,TiF, in dilute alkali metal halide solutions has been studied
by Danck et al. [98]. In molten LICI as well as in the LiCl KCI eutectic mixture
the substitution of fluorine in TiF™ by chlorine takes place. while in the LiF- LiCl
eutectic mixture this reaction does not occur. In moiten NaCl and KCl no substitu-
tion reaction between TiF?™ and Cl~ anions takes place. The experimental results
are in good agreement with thermodynamic caleulations.

The phase dizgram of the ternary KF-KCL-K,TiF, system has been studied [99].
Twe congruently melting compounds, K TiF, and K,TiF,Cl. are formed in this
system (Fig. 15). These compounds also exhibit an extended thermal dissociation
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856°C X(KC) 716°c
Fig. 15 Phase dingram of the KU KCH K,T1F, sastem,
according to

K TiF.=KF+K,Til, (29)
KT Cl=KCI+ K, TiF, {30}

This behaviour was also confirned by measarements of the volume [98] and viscosity
{100] propertics of this system.

The density of the KEF KCE KL TF, melts is influenced mostly by the KT eompo-
nent. which strongly decreases the density of the melis, The dependence of the exeess
molar volume on composition was caleulated using regression analysis and the
following cquation at 7= 1100 K was obtained

i

Fliem® mol T =0.763x Moo + Vi Vi e, (22236 - 29360 ,0)

P g T4 e 1 AN
“Nrer g, e, (2 H 817 685006, gy, + 545520 1 ) (313

with a standard deviation of o =0.047 cm” mol

In Fig. 16 the excess molar volume of the KF KCP K,TiF, melts at 10O K s
shown, indicating »nly a small deviation from ideal behaviour., The maximum
deviation s — L3 om® mol ! which represents 2.23% of the molar volume for the
vespective melt. The formation of K TiF, and K TiF U1 compounds doees not
substantally affect the volume properties. This indicates that either these compounds
dissociaic in the meh to a considerable degree. or the volumes of the TiFi,
TiF} and TiF,C17 7 andons are fairly similar. No ternary interaction was found.

The viscosity of the ternary melts inereases from KO3 through KEF and from the
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Fig. 16. Excess molar volume of the KF KCt K, TiF, system at T=1100 K. Values are in em® mol !

binary system KF-KC1 to K,TiF,. The higher viscosity of KF compared with that
of KCl is probably due to the presence of F-F bridges in the KF melt.

Adopting the additivity of logarithms of viscosity as the ideal behaviour [101.102].
for the description of viscosity in the three-component systen. the following equa-
tion was obtained

In gy ={-2.438vyp —2.77 vy — 1.948xg pie,
i
+ P (3068xyy + 3002 ¢y + 364 vy i )]

—[(1.000xg g xgor 4 5. 7283058 i, + 112000008 e,

i
+ pe (620, Ly Xier + 8072 X8 g, + 1339080038, e, )]
+21 AZO.\‘K[; .\'ERCl .\'i”\':'!'ig:h { 32 )

with a standard deviation of fit 6=7.1 x 10~* The first term represents the ideal
behaviour, the next the interactions in the binary systems, which are dependent on
temperature, while the last term describes the interaction of all three components as
temperature-independent. The validity of Eq. (32) is in the temperature interval
7001300 K.

The course of the excess viscosity in the binary systems is shown in Fig. 17. In
the KF-KCl binary sysiem negative deviations from ideal behaviour were observed,
perhaps due to non-random mixing of the anions.

In the binary KF-K,TiF, system the TiF3~ anion is formed. increasing the
viscosity of the melt. Therefore, the excess viscosity in this system is positive. Similar
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Fig. 17. Excess viscosity of the boundary binury systems at 7= 1100 K. (1) KF KCL (2 KO KL TiF,,
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Fig. 18, Excess viscosity of the KF KCU K ThF, system. Values are in mPa -

conclusions may be drawn for the KCi-K,TiF,, system, where the anion TiF,C1°",
formed in this system, also increases the viscosity.

The iso-excess-viscosity lines of the ternary KF KCI-K, TiF, system (Fig. 18)
reveal the formation of TiF3~ and TiF,CI®™ in this ternary system. From the
positive value of the statistically important ternary interaction, described by the last
coeflicient in Eq. (32). the degrees of their thermal dissociation in the ternary system
decrease,



28 V. Danck et al. [ Coordination Chemistry Roviews 167 (1997) 1- 48

Fig. 19, Phase diagram of the KF-KBF,- K, TiF, system.

4.2.3. Subsystem KF-KBF—K,TiF,

The coupled analysis of the thermodynamic and measured phase diagram data
has been performed [103]. The phase diagram of the KF-KBF~K,TiF, system is
shown in Fig. 19. Four crystallisation flields are present in the phase diagram corre-
sponding to the primary crystallisation of KF, KBF,, K,TiF; and the intermediate
compound K;TiF,. The calculated co-ordinates of the two ternary eutectic points
are:

e;: 26 mol% KF. 69 mol% KBF,, 5 mol% K,TiF,, ¢, =448 "C;
e, 4 mol% KF, 69 mol% KBF,, 27 mol% K,TiF,, 1., =440 C.

The probable inaccuracy in the calculated ternary phase diagram is +11.5 C.
For the molar excess Gibbs® energy of mixing the following equation was obtained

AGE /Y mol ™' = xgpxgp, (3569 - 15930y, + 834745 ps:,)
— e X mie, (13319 4+ 148953 pip, — 2698907 i)
= N, Viorie 3088 — 11864xy vip )

(93]

— 20897 Xy Ngpr, Xiir, (3

)

The first term represents the molar excess Gibbs® energy of mixing in the binary
KF-KBF, system, the second in the binary KF-K,TiF, system and the third in the
binary KBF ~K,TiF, system. The last term represents the interaction contribution
in the ternary system. The molar excess Gibbs' energy of mixing in the ternary
KF-KBF-K,TiF, system is shown in Fig. 20.

The phase diagram of the boundary KF-KBF, system is shown in Fig.21. A
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Fig. 20. Excess Gibbs' energy of mixing in the KF-KBF, K, TiF, system. Values are in 3 mol ™%,
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Fig. 21. Phase diagram of the KF- KBF, system.

third order polynomial was obtained for the concentration dependence of the molar
excess Gibbs' energy of mixing in this system. The calculated co-ordinates of the
eutectic point 74 moi% KBF, and 460 "C agree well with those given in Refl [76].
The significant inflex course of the liquidus curve of KF in the regicn of low
KBF, concentration is most probably due to the decreasing stability of KBF, with
increasing temperature. At higher temperatures KBF, probably decomposes with
the formation of gaseous BF;.

The phase diagram of the boundary KF-K,TiF, system is shown in Fig. 22. A
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Fig. 22. Phase diagram of the KF-K,TiF, system.
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Fig. 23. Phase diagram of the KBF,-K,TiF, system.

third order polynomial for the molar excess Gibbs™ energy of mixing was obtained.
The co-ordinates of both eutectic points {e: 28 mol% K,TiF, 701 "C: e;: 68 mol%
K,TiF,. 738 °C) differ {rom those given in Ref. [104], probably due to the apprecia-
ble inaccuracy in the determination of the liquidus temperature in Ref. [104].

Similar results were also obtained for the boundary KBF ~K,TiF, system. The
phase diagram is shown in Fig. 23. The KBF—K,TiF, system is a simple eutectic
with the co-ordinates of the eutectic point 28 mol% K,TiF, and 448 "C. As in the
KF-KBF, system, the significant inflex course of the K, TiF, liquidus curve is most
probably due to the decomposition of KBF, and escape of gaseous BF,.

The volume properties of the ternary KF-KBF ~K,TiF ; system melts were studied
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Fig. 24, Excess molar volume of the KF-KBF,-K.TiF, system a1 T=1100 K. Values are in
3 t
cm’ mol .

in Ref. [105]. The following equation was calculated for the molar volume at 1100 K
Viem® mol 7} =30.5Txp + 751 2x0¢pe, + 114623 1ip, + 5.4 158 ¥ypy,
+ ¥R, VR, Tir 18,44 — 28-29*'}&:11?,‘ }—1 52.SO_YKF,YKS,_-4A‘Kg—g—i&
{34}

with a standard deviation of fit ¢=0.34 cm® mol ~!. The excess molar volume of
this system is shown in Fig. 24. The values of the constants calculated indicate, that
from the volume properties point of view, the binary KF-KBF, system shows little
deviations from ideal behaviour, while the KF-K,TiF, system is ideal within experi-
mental error. This is in harmony with the results reported in Refs. 83.96]. The
ternary system also deviates only slightly from ideal behaviour. The maximum
deviation at a temperature of 1100 K and a concentration of 23 mol% K,TiF,
attains 1.91 cm® mol 7%, which is 2.2% of the molar volume of this melt. At higher
concentrations of K,TiF, (above 55 mol%) the cxcess molar volume aitains small
negative values.

For the partial molar volume of K,TiF, in the binary KBF K, TiF, system at
o0 K

VK, TiFo) = (114,62 — 28297 g, +43.36x35¢) cm® mol ! (35)

and for x{ KBF,)—1, V(K TiF) = 129.69 cm® mol %, This value is higher than the
molar volume of pure K, TiF (cf. the first term in Eq. {35)). indicating the formation
of larger complex ions, e.g. TiF3™.
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The following equation was obtained for the partial molar volume of KBF,
V(KBF,)=(75.12+36.32x¢ ir, —43.365% 1ir,) cm® mol 7! (36)

and for x(K,TiFg)—1, V{(KBF,} =68.08 cm® mol %, This valuc is lower than the
molar volume of pure KBF, (cf. the first term in Eq. (36)), due to decomposition
of KBF, and escape of gaseous BF; from the melt. which was actually observed.
From these resuits the following possible chemical reactions may take place in
the binary KBF,~K,TiF system as well as in the ternary KF-KBF ~K,TiF, system

KBF,q,+ K, TiF o, = K, TiFo, + BF 3, (37)
K TiF =K, TiFgu + KF, (38)

A Gibbs’ energy of thermal dissociation of K, TiF; {Eq. (38)), A,G°=0.963k]
mol 7!, was calculated from the equilibrium constant of this reaction given in
Ref. [96]. For the formation Gibbs’ energy of K,TiF,

AGY 3ip, =AGYy + AGY 1y, — A, G7(38) (39)
For reaction Eq. (37) then
AGU(3T)=AGY mip, + AGYy, —AGgr, — AG rir, (40

The Gibbs’ energies of formation of BF;, KBF, and KF were taken from Ref. {106]
and A,G%38) from Ref. [96]. From Eqgs. (39) and (40) the Gibbs’ energy of reaction
Eq. (373, AG°(37y=10.71 kI mol " T at T=1100 K. The relatively low positive value
of the reaction Gibbs® energy, as well as the escape of gasecus BF;, indicate the
probability of reaction Eq. {37) in the melt.

The excess molar volume of the ternary KF-KBF,-K,TiF, system is shown in
Fig. 24, The maximum deviation from additivity is in the binary KBF,-K,TiF,
system. Two different regions are present also in the ternary system: the region of
velume expansion with a maximum at approx. 25mol% K,TiF, and 75 mol%
KBF, and a regicn of volume contraction with a maximum at approx. 60 mol%
K,TiF, and 20 mol% KBF,. We conclude that a chemical interaction according to
Eq. (37) also plays a dominant role in the ternary system. However, the equilibrium
of this reaction is shifted more to the left. because of the thermal dissociation of
K,;TiF; and the presence of F~ ions, which suppress the formation of gaseous
BF; in favour of BF; complex ions.

The theoretical density course in the KBF K, TiF, system, calculated supposing
reactions Eqgs. {37) and (38) to take place. confirmed the above conciusions.

The viscosity of the KF-KBF-¥,TiF, melts [ 107] increases from KBF, through
KF to K,TiF,. The viscosity of KBF, seems surprisingly low, however, there is a
substantial overheating of the KBF, melt at 1100 K compared with that of KF.

The following equation has been calculated for the viscosity of this system at
1100K
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§imPa- s =142 50,6385 . 5 §.247 21, — 0,489y Yy,
44,7955 X pir, + 43850, 5 i, F 00T N X, (41

with a standard deviation of fit 6=0.011 mPa-s. The excess viscosity of the ternary
KF-KBF,-K,TiF, system is shown in Fig 2‘3. in the binary KF-KBF, sysiem
negative deviations from ideal behaviour were observed. KBF, tends to share BF)
tetrahedra forming relatively weak BT -B bridges. In introducing F~ ions inio the
melt by addition of KF, the B-F-B bridges break, leading to the lowering of
viscosity.

In the binary KF-K,TiF, system the additive compound K TiF- is formed. which
increases the viscosity of the melt. Therefore the excess viscosity in this sysiem
is positive.

As in the density measurements [105]. the positive deviation from ides
in the binary KBF,-K,TiF, system s caused by the formation of more
TiF2~ unions.

From the statistically important ternary interaction described by the last term in
Eq. (41) the chemical reaction Eq. {37} together wit %1 the thermal dissociation of
K, TiF, also take place in the ternary KF -KBF, K,TiF, system.

The results of the viscosity measurement thus Lmsf;zmcd the conclusions drawn
from the phase diagram and density measurements.

5

il hel m’iour
volumineu

o]

4.2.4. Subsvstem KCL-KBF-K,TiF,

The phase diagram of the ternury K{1 KBF, K T'Fﬁ system was deternnined in
Ref. [ 108] using the thermal analysis et‘md To obtaiy a thermodynamically consis-
tent phase diagram a subsequent ¢ upied analysis of {’:zc- thermodynamic and phase
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Fig. 23, Phces sisconiiy of the KU KBF, K. TiF, wstom, Values are i wmPu
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diagram data was performed. Four crystallisation ficlds are present in the phase
diagram of the KCI-KBF ~K,TiF, system {Fig. 26) corresponding to the primary
crystallisation of KCl, KBF,. K,TiF, and the intermediate compound K, TiF,CL
The calculated co-ordinates of the two ternary eutectic points are:

e;: 24.1 mol% KCl, 62.1 mol% KBF,. 13.8moi% K TiF . 1, =4471 C:
e,: 6.5 mol% KCl, 62.5 mol% KBF,. 31.0 mol% K,TiF,. 1, =414.5 C.

The probable maximwm inaccuracy tn the calculated ternary phase diagram is
+17.1°C.
The following equation was obtained for the molar excess Gibbs' energy of mixing

AGF /¥ mol ™ = 17455 vypr, — Yo Vi, ine, {6906 + 100555 135, )
— XgpF, Xi,Tir, L 6092 — 14202){5;_71“.“)
— 36401550 Ykmr, Yi,Tir, (42)

The first term represents the molar excess Gibbs™ energy of mixing in the binary
KCI-KBF, system. the second in the binary KCHEK,TiF, system and the third in
the binary KBF,~K,TiF system. The last term represents the interaction contribu-
tion in the ternary system. The molar excess Gibbs™ energy of mixing in the ternary
KCH-KBF,-K,TiF, system is shown in Fig. 27.

The phase diagram of the boundary KCI-KBF, system (Fig. 28} shows a
symmetrical concentration dependence of the molar excess Gibbs™ energy of mixing
indicating that simple regular solutions are formed. The calculated concentration
co-ordinaics of the eutectic point 72.9 mol% KBF, and 27.1 mol% K Cl are relatively

K, TiF
Z
1.0

g

O -
0.6 o2 0.4 08 G.8 1.0

X (KBF,)

Fig. 26. Phase diagram of the XCI-KBF,- K,TiF, system.
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Fig. 28, Phase diagram of the K KBF, system,

ciose to those given in Ref. {771, while the calculated eutectic temperature, 481.7 C.
is substantially higher.

The phase diagram of the boundury KCI-K,Ti } is described
by a second order polynomial for the molar excess ne f mixing. The
co-ordinates of both eutectic points {e) 29.7 mol% K Ta 5 6340 C:_ ezz 0.0 mol%

K,TiF,, 642.3 “C) differ from those given in Refl. [99]. probably due to appreciable
inaccuracy in the determination of the liquidus temperature.

Similay results to those in Ref [103] were also obtained for the boundary
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Fig. 29. Phase diagram of the KCl- K,TiF, system.

K BF - K,TiF, system., where a third order polynomial for the molar excess Gibbs’
energy of mixing and close co-ordinates of the eutectic point were found. Again the
significant inflex course of the K,TiF, liquidus curve is most probably due to
decomposition of KBF, and eccape of gaseous BF,.

The density of the KCI-KBF ,-K,TiF, melts has been measured [109] using the
Archimedean method. The molar volume, the partial molar volume and the excess
molar volume of the melts were calculated on the basis of density data and possible
chemical interactions were considered.

The following equation was obtained for the molar volume of the ternary system
after considering the linear temperature dependence of the molar volumes of the
pure componcnts as well as those of the binary and ternary interactions

Viem? mol "' = v (34.450 4+ 1.879 x 10 *T/K)
+ Xgpr,{ 50.760 4 2.982 x 10727T/K)
g, mir, (86,149 +3.383 x 1072 77K )
+3.985 g1 XRn, + Xk ¥, min,
% (8.883xy i, —7.624 x 1073 T/K )
e, Yirin, (14776 — 1447 x 1072 T/K )
—88.661xgq -\'Knm-\'ﬁgx‘i r, (43)

The standard deviation of Eq. (43) is ¢=0.343 cm® mol ~*.

From comparison of the experimentally determined values of the molar volumes
of the ternary KCI-KBF K ,TiF, system with those calculated according to Eq. (43)
it follows that there is a significant ternary interaction. The standard deviation of
approximation agrees well with the experimental error.
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The calculated values of the excess molar volume for the binary KCI-KBF, system
{Fig. 30) differ only slightly from additive behaviour, in agreement with the results
given in Ref. [83]). In the KBF-K,TiF, and KCi-K,TiF, systems deviations from
ideal behaviour are larger. In the former system the deviations are positive, while
in the latter one they are negative.

As in the ternary KF-KBF,-K,TiF, system [105], two different regions are
present in the ternary KCI-KBF-K,TiF, system (Fig. 31): A region of volume

20
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Fig. 30. Excess molar volumes of the boundary binary systems at T=1100K. {1} KCLKBF . ()
KC! K,TiF, (3) KBF, K, TiF,.
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Fig. 31. Excess molar volume of the KCI-KBF,-I,TiF, system at 7=1100 K. Values are
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expansion with the maximum in the binary KBF-K,TiF, system at approx.
25 mol% K,TiF, and 75 mol% KBF, and a region of volume contraction with the
maximum at approx. 60 mol% K,TiF, 20 mol% KCl and 20 mol% KBF,. On this
basis, as well as from the last coeficient in Eq. (43), a ternary interaction exists in
melts of the KCI-KBF K, TiF, system.

In the molten KBF K, TiF, system the chemical reactions Egs. (37) and (38). it
is suggested [105] take place. The additive compound K,TiF.Cl, formed in the
binary KCI-K,TiF, system, also dissociates thermally according to

K3 TiF,Cly, = K, TiFgq, + KCly, (44)
A, GZ00 k =0.587 kI mol ™!

The Gibbs’ energy of reaction Eq. {44) was calculated from the equilibrium constant
of this reaction in Ref. [96].

In the ternary KCI-KBF,-K,TiF, system the following chemical reaction is
possible

KCi(1) + 2K, TiFo(1) + KBE,(1) = K TiF,(1) + K, TiF,Cl(1)
+BF4(2) A, G900 x =12.05 kJ mol ™! (45)

The resulting additive compounds dissociate thermally according to reactions
Egs. (38) and (44). The Gibbs’ energy of reaction Eq. (45) was calculated on the
basis of the Gibbs’ energies of reactions Egs. (38) and (44), as well as of the Gibbs’
energies of formation of KCl. KBF, and BF; given in Ref. [106]. The relatively low
positive value of the reaction Gibbs’ energy and the observed slow escape of gaseous
BF; indicate that reaction Eq. (45) probably takes place in the ternary melts.

The excess viscosity in the ternary KCI-KBF K, TiF, system was measured in
Ref. [118] and information on the interactions of components and on the probable
structure of the melts was obtained.

The following equation was obtained for the viscosity of the
KCI-KBF K, TiF, s stem at T=1100K

/mPa-s=0.9607c x 0.631 vy 5 43427210 — 0.644 5y o X,
—2.427x¢q YK TiFe ™ 2549 Xk pe, Yk, miE,
22
—63.784xy o1 e, X, Tir, (40}

with a standard deviation 6 =0.033 mPa-s. The excess viscosity at 1100 K based on
Eq. (46) is shown in Fig. 32. There are two different regions in the ternary system.
The first region with low K,TiF concentration shows negative deviations in the
viscosity, while in the second region with higher K,TiF, concentration, positive
excess viscosily is observed. The excess viscosity course in the binary systems is
shown in Fig. 33. Since there is a common cation, the observed deviations may be
ascribed to the mutual interactions of anions.

In the binary KCI-K BF, system exchange of fluorine atoms in the BF wirahedra
by chlorine takes place i the melt with the presence of [BF,_,Cl,] 7. The less staale
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Fig. 33, Excess viscosity of the boundary binary system at T=100K. (1} KCLKBF;
(2) KCH KT, (3 KBF K, TiF,.

B-CI-B bridges and the lower concentration of the B-F-B bridges most probably
cause the negati- ¢ deviations in the viscosity course.

In the binary KCI-X,TiF system the intermediate compound K, TiFCl is formed.
However, the stability of this compound is low and its presence affects the viscosity
course positively only at high concentrations of K,TiF,.

in the binary KBF K, TiF, system the reaction Eq. {37) takes place. In spite of
the extended thermal dissociation of K;TiF,, the Gibbs energy of reaction Eg. (37)
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has a relatively low positive value, leading to the significant presence of K;TiF- in
the melt and to a positive deviation in the viscosity course.

From the statistically important ternary interaction (the last term in Eq. (46)) it
follows that reaction Eq.(45) takes place in the ternary KCI-KBF,K,TiF,
system.

From thermodynamic and physico-chemica! analysis of the KF-KCI-
KBF K, TiF; melts it follows that their most characteristic feature is the formation
of the thermodynamicaily less stable TiF3~ and TiF,Cl13~ anions with lower
co-ordination symmetry. The presence of these anions in the melt most probably
facilitates the electroreduction of titanium and thus the formation of titanium
diboride on the cathode.

5. Deposition of akaminium

Aluminium is generally produced by electrolytic reduction of aluminium oxide
dissoived in molten cryolite. A comprehensive review on the theory and knowledge
of aluminium electrolysis to 1980 was published by Grjotheim et al. {111], and later
by Grjotheim and Welch [112], and Grjotheim and Kvande [113]. A recent review
of basic knowledge was presented by Haupin [114].

Although the mechanism of the electrolytic process is not yet fully understood,
there is relatively detailed insight into the structure of the clectrolyte. It is generally
agreed that molten cryolite dissociates completely into sodium (Na™) cations and
hexafluoroaluminate (AlF; ") anions. According to the classic idea represented by
Grotheim et al. [111] the AIF}™ anions partially dissociate according to the scheme

AlFE™ = AIF; +2F~ (47)

On the other hand, recent investigations based on Raman spectroscopic measure-
ments [115-117] suggest the two-step dissociation of the AIF}™ anions according to
the schemes

AIF:™ =AiFZ™ +F~ (48)
AIFE™ =AIF; +F~ (49)
The final anionic composition of the NaF-AlF; melts depends on the cryolite ratio
(CR=n(MNaF)/n(AlF;)) and the tcmperature. Fluorides are sometimes added to
the electrolyte to lower the temperature of primary crystallisation and to increase
the efficiency of the electrolysis. The most common additive is aluminium fluoride,

the content of which varies in the range 3-14 mass% AlIF; in excess of the
Na,;AlF, composition.

5.1 Structure of cryolite-aluming mielts

During the approximately half century of investigation of the structure of the
cryolite-alumina melts there have been numerous suggestions on the nature of the
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possible oxygen-containing species present in the melt [111]. The older works [118-
130] assumed the presence of different aluminate and oxyfluoroaluminaie anions
such as AlO7, AlO3~. AIOF3™ and AIOFY~. However, the nature of the dominaiing
species at different alumina concerirations in the melt and at different cryolite ratios
still remains the most important sk in aluminium electrolyte chemistry.

In the last two decades it was generally accepted that complex oxyfiuoroatuminate
anions are the most probable species formed. Dewing [131] suggested that alumina
dissolves predominantly with formation of AIOF.™™ anions, while Ratkje and
Forland [132,133] on the basis of cryoscopic measurements indicated the following
equilibrium reaction

ALOT: "% = AIOF! ™ 4 AIF 3= (50)

Probabie values for x arc 6 or 8, while y may be 2, indicating that AIF
then AIF2~ or AlF;, the most importani anions in oxide-free cryolite melis.

More recent investigations, based mainly on Raman spectroscopic measurements
[115,116] indicate that anions with bridging Al-0O-Al bonds are really present, most
probably having the following structure

N T
AN .

These species originate in the melt by reaction of AlF™ with dissolved alumina.

New insight into the character of the oxyfluorcaluminate species was brought by
Gilbert et al. [117.134] on the basis of Raman spectroscopy. The Raman
spectra excluded the presence of species with non-bridging Al-O bonds and only
those having bridging Al-O-Al bond, corresponding to ALOF!™* complexes. are
considered.

Sterten [ 135] developed an ionic model of the cryolite melts saturated with alumina
on the basis of the experimentally determined activities for NaF and AlF;. He found
out that the ALOF?™* and AlLO,F2™" species are most probably present in these
cryolite—alumina melts. The species AIOF1™” were found to be of minor importance.
He claimed that in very basic melts (CR>3} ALO,F2™ and ALO,Fi~ complexes
are dominating, while in acidic melts (CR<3) the complexes ALOFZ™ and
ALQ,F3™ are the most abundant.

Julsrud [136] proposed a thermodynamic model for cryolite-alumina melts
based on cryoscopic and calorimetric measurements and considered the ALOFZ™,
ALOF?™, ALOFS;, ALO,F2™ and ALQ,FI™ species 1o be present in these melts.
Kvande [13 7,138] also suggested that ALOFE ™ is the most abundant species in the
low alumina cryolite melts.

The solubility of alumina in NaF-AlF; melts attains a maximum at the composi-
tion of cryolite {111,138]. Therefore, it is reasonable to assume that alumina, when
dissolving in cryolite-based melts, reacts predominantly with AIF? ™ anions according



42 V. Danek et al. | Covrdination Chemistry Reviews 167 (1997} 1-48

to the following reaction schemes

ALO,+4AIF} ™ =3ALOF2™ +6F" (52)
ALO, +4AIF2 ™ =3ALOFi~ (53}
ALO;+AIF3™ =3/2ALO,F2" (54)

Reactions of alumina with F~ fons are less probable, since the alumina solubility
in pure molten NaF is very low.

An alternative reaction sequence may first be the dissociation of AL G, according
to the schemes

ALO,—2A10" +0%" (55)
ALO,—ALO +202" (56)

and the subsequent reaction of the dissociation products with AIF:™ anions with
formation of the three main oxygen-containing species, ALOFZ™, ALOFE™ and
ALO,F3~

2AI0* + 0% +4AIF3 ™ -3ALOF2 +6F~ (57)
2A10% +0%" +4AIF3 ™ -3ALOF™ (58)
2A10* + 02" + AIF2™ —3/2A1,0,F2" (59)

The arrows indicate that the reactions are shifted compietely to the right. The second
disscciation scheme of alumina seems to be of less importance, since it is not expected
that ALO*" ions would react with AlF}™ ions with formation of species with three
aluminium atoms.

The above picture of the cryolite-alumina melis was also recently confirmed by
very accurate Raman spectra measurements and vapour pressure carried out by
Gilbert et al. [134]. Similar reactions accompanying the dissojution of alumina were
suggested, however, the AIFZ™ anion was considered to be the most abundant species
and thus as a reactant needed further F~ ions to use in the above reaction schemes.

The very recent investigation of Danek and @stvold [139], based on direct oxygen
determination in cryolite-alumina melts with dependence on the cryolite ratio and
alumina content, confirmed the predominant presence of ALOFZ™, resp. AlLOF;™,
species in the low alumina-containing melts, while at higher alumina content all
three species, ALOFZ™, ALOF{™ and A1,0,F2™ are present, regardiess of cryolite
ratio.

5.2, Electrode reactions

The mechanism of the electrode reactions with regard to the structure of cryo-
lite—alumina melts is probably at present one of the most widely investigated subjects
in aluminium electrochemistry. Although neither the anode nor the cathode reaction
is fully understood, enough is known to form a reasonably consistent picture.
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5.2.1. Anode reactions
The anode reaction may be written in the simple form

C+20% »C0,+4c¢” (60)

but free oxide ions do not exist in the electrolyte. It is generally accepted that the
oxygen is transported to the anode in the form of Al-O-F complexes. The equations
for possible anode reactions involving the three main species are as follows

2ALOF2™ +C+4F ~ =CO,+4e” +4AIF; (61)
2ALOFE™ +C=C0, +4e™ +4AIF; (62)
ALO,F3™ +C+4F ™ =CO,+4e™ +2AlF; (63)

All these reactions involve the formation of AIF; ions thus explaining why the
electrolyte becomes more acidic close to the anode during electrolysis.

Sterten [135] calculated from bond encrgies that the first oxygen atom can be
removed from ALO,F3™ much easier than the second or the one oxygen from
ALOF2~. This suggests that the anode reaction is

2A1L0,F2 4+ C—CO,+ ALOF, +4e” (64}
The equilibrium between AlLO,F]™ and ALOF]™ can be restored by reaction
ALOF?™ 4+ ALOF < Al1LO,Fi™ 4+ 2AlF, {65)

with AIF; reacting subsequently with F~ 1o form AlIF; ions. However. the presence
of any neutral molecules such as ALOF, is not probable in these ionic melts.

5.2.2. Cathode reactions

Since AI°T cations cannot be present in the electrolyte. aluminium is deposited
from anionic complexes only. The primary deposition of sodium does not take place,
since the voltage required for aluminium deposition i about 0.22 V lower than that
required for deposition of sodium. The main cathode reaction is ofien writien in
the form

AlF; +3e” - Al+4F~ {66)

However, recent work by Thonstad [ 4. 140] indicated that aluminium is discharged
from oxyfluorcaluminate ions by a three-step process with charge transfer taking
place in two steps

ALOF2" = ALOF, +2F - (67
ALOF,+2e” <> AlF ;4. + AIOF (68)
AlF 50+~ —AL+2F " (69)

The notation {ads) means that these species are adsorbed on the cathode surface.
Na™ carries the current and is transported to the cathode interface. ALOF? ™ ditffuses
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to the interface and 2 Na™ accompany it to maintain charge neutrality. The stepwise
discharge of one ALLOFZ™ ion produces one atom of liquid aluminium, one
AlOF7 ion and 4 F~ ions. The 4 F~ and one AIOF ions set free are just sufficient
to neutralise the space charge of the 5 Na™ cations, three transported by the current
and two that accompanied ALOFZ™. The originating AIOF; ion can react with
AIF; to produce the next ALOF?™ ions. Both cathode mechanisms result at the
cathode interface in a high concentration of NaF which can actually be determined.

In both anodic and cathodic processes the less symmetrical oxylluoroaluminate
complexes are involved. Thus, the lower symmetry of these anions is most probably
responsible for the easy deposition of aluminium. This may also be supported by
many unsuccessful attempts of one of the founders of this process. P.L.T. Héroult,
to produce aluminium from pure cryolite [111]. The favourable eflfect of alumina
was confirmed recently by Makyta et al. {22] using voltammetric measurements in
the Na;AlF~ALO; system. Fig. 34 shows the cathodic part of the voltammetric
curves recorded in pure cryolite (curve 1) and in the melt containing 2 mol% of
AlLQ; (curve 2). Comparison of both curves shown in the figure confirms that the
introduction of oxygen-containing species to the molten cryolite favourably influ-
ences the deposition of aluminium. The electrodeposition potential of aluminium is
shifted to more positive values and the peak current, which repres. nts the amount
of electrochemical active aluminium species in the melt, increases.

However, it is very difficult to prepare oxygen-free pure cryolite. Even ihe
Greenland hand-picked natural cryolite or synthetic cryolite prepared from subli-
mated AIF; may contain a small amount of alumina. Contamination of cryolite by
moisture may also occur during the preparation of samples despite careful treatment
in a glove box. Thus, the problem of oxygen-free cryolite preparation and the
verification of the possibility to deposit aluminium from oxygen-free cryolite may
be the objective of a further investigation.
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Fig. 34, Voltametric curves recorded in the Na Al ALO, system using molybdenum as a working
clectrode, polarisation rate 0.5 Vs L (1) NayAlF 2 (2) Na,AlF, + 2 mol% AlLO;.
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The crucial importance of the presence of oxyfluoroaluminaie species is also
indicated by the so-called anode effect, which takes place during electrolysis when
the alumina concentration in the electrolyte is nearly depleted. As alumina is
depleted. the anode overvoltage increases causing reduced wetting of the anode and
the formation of fluorocarbon compounds, e.g. CF,, which form a gas film on the
anode. Since the three main species, ALOFZ™, ALOF3™ and ALO,F3™. are in
chemical equilibrium the anode effect cannot be caused by the consumption of only
one of them, because the chemical equilibrium would be shifted in order to counteract
the change. It seems more reasonable to assume that the total amount of these
species is important [138]. This means that the anode effect occurs because there is
a lack of AI-O-F species in the melt. On the other hand. it is also possible that
equilibrivm conditions do not exist during electrolysis, and that slow mass-transfer
will cause a concentration gradient of the oxygen-containing species near the anode.
Thus, the anode effect may occur because the concentration of these species close
to the anode surface becomes zero.

6. Conclusions

On the basis of the current review. ionic siructure and especially the local structure
of the electroactive species, plays a key role in the mechanism of the electrodeposition
of metals from molten salts. It is clearly demonstrated in the examples presented
above that the creation of species containing electrodeposited metal and
exhibiting lowered symmetry of the co-ordination sphere cnables metal deposition
{molybdenum, aluminivm) or enhances the rate of its deposition (titanium).

Molybdenum is electrodeposited from B,0;-K,;MoG, and KF-B,0,-K,Mo0O,
electrolytes most probably due to the presence of complex heteropolyanions in the
melt. The electrodeposition of titanium from K. TiF, is enhanced by the formation
of TiFZ™ or TiF,CI®>~ anions which are present in the molen KF-K,TiF,
and KCI-K,TiF, meits, respectively. The formation of complex aluminium
oxyfluorcaluminate species is responsible for electrodeposition of aluminium from
cryolite—alumina melts.
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