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Abstract This paper considers the problem of the pO =
—logan- scale development and standardization in com-
parison to the pH standard scale. The approaches describing
acid—base equilibrium in oxide melts are analyzed with
respect to their applicability to determine the basicity of
oxide melts. Procedures for pO measurement and standard-
ization in glass-forming melts are suggested.

Keywords pH scale - pO scale - Oxygen ion activity -
Acid-base relationships in oxide melts

Introduction

The pH scale for aqueous solutions Measurements of acid—
base properties of aqueous solutions, usually yielding pH
values, are very common both in complicated chemical and
technological processes and in everyday life: pH data are
given on the labels of mineral water bottles, soaps,
toothpastes characteristics, etc. Because of the importance
of pH data, various instruments have been developed for its
measurement: glass and ceramic electrodes, electrodes with
organic film membranes, and also different pH meters. The
general importance of pH data made it necessary to develop
the fundamental ideas of acid—base theory for aqueous
solutions, as well as to specify the procedures of pH
measurement and standardization.

The protolytic acid—base theory was suggested by
Bronsted in 1923 and independently in the same year by
Lowry; the follow-up development of this theory was mainly
the result of Brensted’s work [1]. According to that theory,
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acids are substances able to donate a proton (H"), while
bases accept a proton. Acids and bases can be neutral
molecules or ions. Applying this theory, a uniform quanti-
tative description of the processes in aqueous solutions can
be given using the function pH = — log ay+, where ay+ is
the proton activity. In order to achieve this, a system of
approaches of ap+ measurement has been developed,
especially the principles of galvanic element constructions.
The accurate determination of single ion activities is a well-
known problem. The essential points were the standardiza-
tion of the measurements on the base of some arrangements
and the methods of preparation of standards.

The rapid progress in chemical technologies using
aqueous solutions, the progress in biology, medicine,
agriculture, food and pharmaceutical industries, criminalis-
tics, etc. which took place since the introduction of the
Bronsted—Lowry theory made it necessary to develop
international pH scales (NBS and BSI) in the middle of
twentieth century and to develop devices for pH measure-
ments in aqueous solutions with respect to the requirements
of international scales.

The pO scale for oxide melts On the other hand, most
modern high temperature technologies deal with a class of
liquid-phase objects—oxide melts; obviously, some quan-
tity needs to be defined which expresses the acid—base
properties in such melts. High temperature technologies
involving operations with oxide melts are an important field
of modern industry. The following processes (with their
intermediate stages) should be mentioned here:

+ glass production—batch baking, glass melting, melt
molding; interactions of glass-forming melts with the
furnace cladding and the mold

» ferrous and nonferrous metallurgy—the wide range of
interactions between the metal, slag, and the reactive
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atmosphere (decarboxylation, desulfurization, dephos-
phorization, and other processes); interaction of slag
with refractory materials of production equipment

+ cement production—control of gas atmosphere and
basicity measurements in the sample probes

The fact that oxygen ions (O®") participate in all the
above-mentioned processes can be considered as a common
feature of them. The determination of the acid-base
properties of the oxide melts in high temperature technol-
ogies is quite important for the theoretical understanding of
the nature of some physicochemical processes in glass-
forming melts and slags, as well as for applied tasks, e.g.,
the prediction of these process tendencies and design of the
materials with necessary characteristics. However, in con-
trast to aqueous solutions, until now there is no common
experimental approach to the determination of acid—base
properties of oxide melts. Moreover, there is no theoretical
concept describing the chemical interactions in oxide melts
in the framework of an acid-base theory. The direct use of
well-known theoretical and experimental approaches of
aqueous solution chemistry for oxide melts is impossible
due to the principle differences between water solutions and
oxide melts. These differences are: the absence of solvent in
oxide melts; low values of dielectric constant; rather high
ionization levels of most alkali-containing melts, and as a
result, high ionic forces; the presence of structural-chemical
associates and polymers of different chemical nature, giving
rise to high viscosities of the melts; and wide temperature
range of melt phase existence, etc.

Obviously, the above statements are valid for the case
of the direct measurements in the melt, i.e., in situ
measurements. However, there exist a number of
approaches also providing the possibility of obtaining
experimental information on the acid—base properties of
melts and glasses. For melts, it is the so-called “gas
solution method,” in which a gaseous agent like H,O,
SO,, CO,, or Hg interacts with a melt by forming species
like OH, CO5*", and SO;*> . The concentrations of the
latter are determined after quenching the melt [2—8]. The
“indicator method” suggested in [9-11] needs also
mentioning: in this approach, the acid-base properties of
the glass are considered using the information on the
changes of the ion-indicator coordination state (an element
with varying valence, e.g., Cr or V is usually used as such
an ion-indicator). The data on the state of the ion-indicator
in the glass is compared with those of salts of chromium or
vanadium acid in aqueous solution. Among the discussed
approaches, the scale of “optical basicity” [12—19], which
is well known among the specialists in glass science and
metallurgy, should be especially mentioned.

In addition to the experimental methods, there are
several empirical approaches based on the consideration
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of thermodynamic properties: oxydotropy [20]; Schwartzman
criterion [21]; heat effects of the reactions of oxide, salt,
and glass formation [22-24]; chemical properties of the
melts and their phase diagrams [25, 26]; and “electro
negativity” [27]. In fact, the comparison and critical
analysis of the above approaches would make a separate
special review

It should be mentioned that the development of the high
temperature oxygen-conductive material based on stabilized
zirconium oxide (YSZ) was a great support for the practical
investigations in the field of pO measurements. As a result,
a number of papers published in 1970-1990, suggested
some interesting approaches for the electrochemical study
of glass-forming melts; these approaches were based on the
use of electrodes with a kind of solid ZrO,-based electrolyte,
stabilized by Y,03, CaO, and Sc,05.

The contribution of F.K.G. Bauke must be considered as
very important: investigations of various galvanic elements
of different design and the peculiarities of their use in glass
industry, thermal electromotive forces (EMF), appearing in
these elements, and corrosive resistance of solid electrolytes
have been thoroughly studied by F.K.G. Bauke with high
accuracy and consistency [28-30].

At present, existing concepts of acid—base interactions in
oxide melts can be subdivided into three main groups. The
first one considers the electroneutral melt components—
oxides and salts. At that, acid—base interaction in oxide (e.g.,
alkali silicate melt, Na,O-SiO, system is taken as an
example here and after) can be described as:

a)ﬁ/lzoaJéiOZ

xM,0 + ySiO, :szSiy02y+x
AM,,Si, 024

K, =

(1)

This approach is quite convenient since it uses experi-
mentally determined parameters for basicity (acidity)
activities of the components or concentrations of electro-
neutral compounds; its basic drawback is the impossibility
to compare the basicity of oxide melts having no common
component (Li,O-SiO, and PbO-B,0O5 or B,03;-SiO, and
Na,0-GeO,). The absence of common component means
that it is not possible to use the activity or concentrations of
such component to estimate the acid—base properties of the
melt.

The next approach describes acid-base interactions in
oxide melts analyzing the system of ion—molecular equi-
libriums in the melt; the set of components here includes
ionic and electroneutral particles; their structure and
chemical properties are determined by the melt composi-
tion. Within this concept, the quantitative determination of
the acid—base properties of the melt can be achieved using
the activity of a common melt component. Usually, the O*~
ion, considered as a base in the theories of Lewis [31] and
Usanovich [32], is taken as that common component. It
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should be noted that this concept of acid—base equilibriums
in oxide melts was first suggested by H. Lux [33]. He also
suggested that O?~ ion can be considered as a carrier of the
base properties of the melt. In the discussed approach, the
activity or concentration of O® ions can be used as a
measure for the acid—base properties of a melt and the acid—
base interaction in alkali silicate (Na,O—SiO,) melt can be
interpreted as follows:
X
y8i0; + X0 =8i,03, K, = i0, - (2)
si, 0%,

This concept gives the opportunity to compare all
oxygen-containing melts since there is no necessity for a
common oxide in them. For this reason, most models
describing acid-base interactions in oxide melts are based
on these ionic—molecular interactions in the melt. However,
we should mention that the first concept (electroneutral
components approach) can be easily converted into the
second one (ionic—molecular interactions) by adding the
dissociation of the modifying oxides to the metal and
oxygen ions and neutral salt components to metal cations
and anions [34].

The third approach to describe acid—base interactions in
oxide melts is the model suggested by Toop and Samis
[35]. It considers three forms of oxygen ions: O°—the
bridging oxygens forming the structural network of the
glass (e.g., =Si—O-Si=), O —the nonbridging oxygens (e.
g., =Si-O—Na), and free oxygen ions O° . For melts, the
following equilibrium can be given describing the relation
between these forms:

2
00 + 0> 220" Ky = 0 (3)
anoador-

This reaction implicitly considers that the states of O in
SiO, and the formed silicates, as well as O in these
silicates, are indiscernible. For this reason, the model by
Toop and Samis was rather limited and could not be used
for an adequate description of the acid—base interactions in
real oxide melts. However, the discussed approach was
partly used in all nowadays known models by Masson,
Shultz, Dron, and Paul (see [9, 36-39]).

Thus, common chemical approaches considering acid—
base interactions giving rise to the formation of neutral salt
groups, polymerization—depolymerization processes and
complex formation, and acid-base transformations were
further developed, particularly in part of quantitative structural
and energetic description. All these processes could be
interpreted as proceeding with oxygen ion participation.
Therefore, in the 1980th, academician M.M. Shultz suggested
to the members of his research group, to which the author of
this review had the privilege to belong, to undertake a
theoretical and experimental research project in order to

develop a common acidity scale pO = — loga- for oxide
melts. The extensive theoretical and practical experience
obtained during the development of the pH scale for aqueous
solutions was the basis for allowing formulation of the main
ideas and requirements for an acid scale for oxide melts and
also for the elaboration of the working program of its
development. The main corner stones are:

1) theoretical description of acid—base processes in oxide
melts and the determination of a set of chemical
transformations responsible for “acid-base” properties
of the melt

2) the choice of the principle of pO scale implementation
(with one defined point or with a set of such points)

3) determination of the type of galvanic element; measur-
ing regimes and the frames of their application

4) development of laboratory and industrial procedures
for pO measurements

General theory of the acid—base interactions
in oxide melts

The critical review of the existing approaches (see the
brief description above) gave the opportunity to suggest a
general theory of acid—base interactions in oxide melts
which does not have the drawbacks of the before-
mentioned models. This theory is based on Arrhenius
dissociation principle, which considers that each substance
in a liquid form can dissociate, i.e., detach ions with
positive or negative charge. With respect to this principle,
oxide melts are considered as a superposition of structur-
al-chemical groups able to attach or detach oxygen ions
0" during acid-base processes; alkali and alkali earth
oxides and their salts as well as glass-forming oxides can
be considered as such chemical-structural groups. Formu-
lating the dissociation reaction here, one needs to specify
the single act of acid—base process. It is known that such
single act for protolytic process in water solutions
chemistry is donating or accepting of 1 mole of protons
H" (or H;0"). For oxide melts, such single act will be
donating or accepting of one half of a mole of oxygen ions
0?7, resulting in the change of the charge of structural—
chemical group by 1 unit. Generally, this process can be
written as

1/2
| AM,R, 0}, , %02
MR, OxZ MR, OF |y + 0% Ky = ———2 =
2 aM, R, 0

(4)

In the frameworks of this approach, the activity of oxygen
ions considered as a measure of melt acidity is determined by
the dissociation constants of these structural-chemical
groups. Here, in reaction (4) the O ion behaves as a base,
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and the positively charged structural-chemical complex
behaves as an acid conjugated to that base. Such an
approach has a number of significant advantages. The first
advantage is the fact that the determination of O*~ ion as a
base eliminates the problem of exact acid (counterion)
determination. All structural-chemical groups formed due
to the dissociation of salts, oxides, and other element-
oxygen complexes are acting as acids in a real melt. Since
there is no necessity to determine the exact counterion for
0”", the suggested approach can describe the acid-base
properties of all oxide melts. The terms “acidity” and
“basicity” here become indiscernible because both are
determined via O®  activity; therefore, the boundary
dividing “acid” and “base” melts is a problem of standard-
ization and quantitative pO measurement.

Practical approaches to pO (EMF) measurements
in galvanic elements including oxide melts

As already mentioned, the concept of a pO scale was
suggested by H. Lux in 1939. Since that time and till
nowadays, a lot of attempts have been undertaken to
develop some pO scales based on EMF measurements.
First attempts can be found in [40—42]: galvanic elements
of the following type were considered as acceptable for the
task of pO scale development:

Pt, O, ||reference glass|reference glass + Mp0||Oy, Pt (A)

Ag, 0,]|Ag,0, glass 1|glass 2, Ag,0||0,, Ag (B)

However, this approach is not suitable for the determi-
nation of the basicity of oxide melts in terms of pO since
the EMF in the considered galvanic follows as:

RT = a}
AE = — log ]lv[za (5)
2F ay,o

where a'" and ¢® are the activities of an alkaline oxide in

the studied and the reference melt, respectively. Equation 5
is correct when the transition number of alkaline metal
ions is equal to 1; its accuracy decreases with the increase
in the deviation of this number from unity. This fact was
decisively supported by experimental studies reported in
[28, 43—45]. The impossibility of an exact pO determina-
tion in the galvanic elements of (A) and (B) type is due to
the fact that determination and standardization of the
diffusion potential on the melts interface is impossible
here.

The following attempts to measure the basicity of oxide
melts intend, in general, the development of galvanic
elements with auxiliary electrodes from stabilized zirconi-
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um oxide, porous carbon, alundum, quartz, and beryllium
ceramics [29, 46—49]. Let us discuss the problem of ion
reversible electrodes for oxide melt measurements in detail.
The first (most common one) is the Pt metal electrode, the
electrode reaction of which is [50-62]:

0, +2e =207 (6)
Thus, the equilibrium is:
POz g*

Ko,joo- = ——. (7)
az,

Here, it is assumed that a layer of adsorbed oxygen
exists on the surface of the platinum electrode. This fact
guarantees a high exchange current (up to 40 A/em?) [51]
for reaction (6). On the other hand, it is known that a Pt
electrode in a melt is reversible not only for oxygen ions,
but it is a redox sensitive electrode, i.e., its potential is
determined by exchange currents of all acid-base pairs of
the melt, including redox pairs.

In addition, it is known that a Pt electrode corrodes in
phosphate melts and in alkaline melts with high alkaline
content [53-55] according to the reaction

PP 4 2¢ 2Pt (8)

Hence, an additional acid-base pair (redox pair) is
formed here. In this case, the overall reaction on the
platinum electrode can be written as:

1
0> +Pt = 702+ Pt. (9)

Another electrode, reversible for oxygen ions is an
electrode manufactured from ceramics based on zirconium
dioxide, stabilized by the 5 mol.% addition of Y,O5; or
CaO. That electrode is a membrane-type one, the ion
transfer reaction for it is
Ofa =070, (10)

melt

The papers [30, 56-59] describe various versions of the
design of electrodes manufactured from stabilized zirconi-
um dioxide and the results of the attempts to measure the
EMF of oxygen-containing melts. Summarizing these
works, we can subdivide them as

(a) Electrochemical elements for the determination of the
oxygen partial pressure over the oxide melt. Galvanic
elements of the following type are used for this task

Pt, O, ||oxide melt||ZrO, (stabilized), furnace gases O, Pt (C)

Here, the zirconium electrode works in an atmosphere of
pure oxygen, while the platinum electrode is exposed to the
ambient furnace gases. The EMF of such element is a
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function of the ratio of oxygen partial pressures and can be
written as

RT P RT

AE = % o (Pg‘m) (11)
2F Pﬁ“'n 2F 2

where Pozm is the oxygen partial pressure in furnace gases.

(b) Electrochemical elements designed to study the tem-
perature gradients in oxide melts (Pt sputtered zirco-
nium electrodes are usually used for this task). The
following galvanic element is used here

Pt(0,)||ZrO, (stabilized) || (T\ ) melt(T>) || ZrO, (stabilized ) | Pt(O, ) (D)

where T} and 7, are the different temperatures in the
regions of the melt with the same composition adjacent to
the electrodes (usually, one of the electrodes is supplied
with an additional heater). In this case, the EMF of the
element is treated as isothermal EMF and is written as

AExr = E7 + [0(T2) — o(T1)] (12)

where o(77) and ¢(7,) are the potentials of the first and the
second electrode, respectively, and Er is the thermoelectric
EMF determined by the following equation

T

By = / <%>dT (13)

T

(¢c) The third version of the zirconium electrode concerns
attempts to determine oxygen activity in the melt by
galvanic elements of the following type:

(O2)Pt||ZrO, (stabilized) ||melt|| ZrO, (stabilized)||Pt(O,) (E)

(O,)Pt||melt 1]|ZrO, (stabilized ) ||melt 2||Pt(O,) (F)

Let us consider these approaches in detail. Obviously,
neither the first nor the second galvanic element could
provide an opportunity to obtain data related to the changes
in the oxygen ion activity. Provided that we neglect the
possibility of the diffusion potential appearance in the YSZ
membrane, the first element will give some constant EMF
value according to:

_RT
=3F <(PPt (P%r02> (14)

The equation describing the EMF of the second element is
more complex, since the EMF here depends on the nature of the
studied melts (an example is given for sodium-containing melt)

2
s kT Nazo RT ma?z’

F oo Ejune ~ oF + const, (15)

Cloz,

where Ej,,. is the value of junction potential due to the
presence of YSZ membrane, this potential is

Ejune = / ZZldlnal (16)

o

As can be seen from the above consideration, such
elements are not suitable for the task of the determination of
oxygen activity in oxide melts. Neither similar work with
alundum membrane [60] can be considered as satisfactory.

The use of electrodes made of zirconium ceramics gives
rise to some experimental problems due to the fact that the
material is not chemically stable in the melts with high
(more than 15-20 mol.%) content of alkaline or alkaline earth
oxides. Dissolution of zirconium dioxide additionally con-
tributes to the EMF of the galvanic element. Since the
zirconium oxide dissolution increases the viscosity in the
melt adjacent to the electrode, the dissolved electrode material
is removed from this zone very slowly, making it impossible
to control the contribution of this process to the EMF of the
galvanic element. The use of electrodes produced from
beryllium ceramics stabilized by calcium and magnesium
oxides seems more attractive. The chemical stability of such
material is some times higher than that of zirconium ceramics.
This fact gives an opportunity to work with a wide range of
melt compositions with sufficient measurement accuracy.

Paper [46] presents very interesting results for the
electrode manufactured from glassy carbon; this interest is
due to the fact that glassy carbon does not adsorb oxygen
from the melt, so it can be used as a redox sensitive
electrode for any oxidation—reduction ion pairs. On the
other hand, the temperature range of its application is quite
narrow (usually, lower than 650-700°C in air; inert
atmosphere is necessary at higher temperatures).

Standardization of the pO scale

The following galvanic element is considered for pO measure-
ments (to simplify this consideration, we shall discuss an
element with Pt electrodes here; however, there is no obstacles
for the use of YSZ electrodes for pO measurements).

Pt, O, ||studied melt|standard melt||O,, Pt (G)
2 MU
02— 02—

The EMF (AE) of this element is described by

2)

RT aozf
AE = ZF In a(l) —i—EjunC, (17)

0>

where, Ej, is the junction potential, R—universal gas
constant, 7—temperature, F—Faraday constant, and
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agz), and agz,—activities of oxygen ions in the studied

and the standard melts, respectively. As follows from
Eq. 17, the problem of the standardization of the method
concerns the determination of the diffusion potential.
Hence, the state of liquid boundary in the above given
galvanic element should provide an elimination of the
diffusion potential or its constancy for all studied and
sample melts.

This task can be solved by two ways: introduction of a
solvent or application of a salt bridge. These approaches
can be realized using the following galvanic elements:

Pt, Oy || studied |

melt — solution

standard [| O2, Pt (H)

melt — solution

where melt solution stands for high temperature solution of
oxide samples in a nonoxygen solvent:

Pt, Oy || standard || O, Pt, (1)

melt

studied
melt

| salt |
bridge

which includes the salt bridge from the molten substance
with equal transport numbers for cation and anion.

The elimination of the diffusion potential in the galvanic
element (G) is a result of the introduction of an excess
amount of solvent satisfying the following requirements:

1) The solvent should not contain oxygen.

2) The transport numbers of the cations and anions of the
solvent should be equal.

3) The (solvent)/(oxide melt) molar fraction ratio (n) should
provide an excess of solvent. This condition means that
the electricity transport in the galvanic element G is
mainly provided by solvent ions, i.e., these ions should
be the main electricity transport agents.

4) The solvent should have a relatively low melting
temperature and the range between its melting and
boiling temperatures should exceed 100°C.

5) The solvent should be inert to oxidation by air oxygen.

6) It should be possible to easily purify the solvent from
water and other admixtures.

7) The properties of solutions formed by this solvent
should be similar to the properties of the initial
reagents, i.e., these solutions should be close to ideal.

It was shown that KF is the most adequate substance
satisfying the above requirements. For this reason it can be
used as a solvent in the galvanic element (G) and as a salt
bridge in galvanic element (B). It was demonstrated in [9,
38] that the EMF of the galvanic elements (H) and (I) in
case of KF is:

RT -2.303 ac,-
AE ~ log o

T (18)
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The theoretical basis of this formula was formulated and
the procedure of pO measurements with these galvanic
elements was described. Note that Eq. 6 for galvanic
element (H) was derived for the condition of equal KF mole
concentrations in the studied and the standard melt
solutions.

Another important problem of pO scale development is
the standardization of the measured values. This can be
done within two principally different approaches: the first
one, like in the US NBS standard for pH, assumes
introduction of a set of standard melts covering all
possible pO scale range; the second approach (as in BSI
scale) sets one melt composition as a scale defined point;
all other possible secondary melt composition should be
introduced in relation to the pO value measured at that
defined point. The second approach seems to be more
accurate with respect to the fact that, in contrast to the BSI
scale, which does not use a salt bridge, the discussed
approach includes the estimation of diffusion potential and
its elimination.

We suggest to use the state of oxygen ions in the pure
silica melt as a defined scale point and to confer the pO
value of 7 for this state; this corresponds ag:- = 1077 At
this standardization method, supposing the state of oxygen
ions in pure silica melt as being close to ideal, one can
determine SiO, dissociation constant, see Eq. 4, as equal to
6.32 x 10 "', The choice of pure silica melt as a defined
scale point for oxygen ions was made regarding the
following ideas: First, silica is a rather well investigated
substance; its structure and physicochemical properties are
well known. Second, most technical glasses, metallurgical
slags, nature minerals, and oxide coatings are based on
silica.

Stating the standard state of oxygen ions, it is possible to
introduce the primary standard of the pO scale for galvanic
element (A). To determine the working content of silica
in the solvent, we have studied the following galvanic
element

Pt, O, ||7KF - 1SiO; [nKF - 1Si0,||O2, Pt,  (K)
where n was 1, 3, 5, 7, 10, 15, and 30. The EMF of this

element is defined by the Nernst equation

@)
RT-2303  al  RT-2.303 (1)
AE ~ log 9= ~ X

2F A0 T TR %
0>~

(19)

where x() =1/(n+1) and x*=0.125 are the mole
fractions of silica in the studied and the standard melts,
respectively. Experimental results are depicted in Fig. 1.
As seen from Fig. 1, the curves AE—log(n+1) can be
subdivided into two regions, the first is for the melt
composition range with n varying from 1 to 34 and the
second one for 5 < n <30. The temperature coefficient of
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-150 v T v T v T

1/nis the Si02 to KF molar ratio
AE, mV
-100 | ]

50 . 1 . 1 . 1
0.0 0.5 1.0 1.5 -logn

Fig. 1 The Nernst dependence of KF-SiO, melts measured with the
galvanic element (B) at 1173K

AE calculated for the second region from the experimen-
tally determined curve slope is ((10.6£0.7)10 > mV).
Within the uncertainty limit, this value is the same as
the theoretical value of [9.9x10 %mV confirming that
the interaction of KF and SiO, is quite close to ideal here.
To confirm this fact, we have carried out a study of
quenched KF-SiO, system samples by solution calorim-
etry, DTA, DSC, and quantitative XRD analysis [61]. The
formation enthalpies were shown to be zero within the
experimental error for nKF-1SiO, (n > 2) samples; no
compounds were detected in this composition range.
These results combined with the above data of the
electrochemical study of the galvanic element (C) gave
the opportunity to choose the primary standard for the pO
scale: This was the composition 7KF-1Si0, with the fixed
pO value of 7. n=7 was chosen because for lower n
values the compositions of the standard are close to the
first region where the Nernstian dependence is not
evident. On the other hand, the decrease in silica
concentration increases the experimental errors and the
accuracy of melt solution compositions.

Defining the primary standard, we are able to introduce a
set of secondary standards: xNa,O-(1—x)SiO, melts, where
x = 0.25, 0.30, and 0.375, and the mole fraction of Na,O
was 0.500. These sodium silica melts are situated in the
glass-forming region of the Na,O-SiO, system. There, the
viscosity of the melts varies in a wide range. This fact gives
the opportunity to operate with these melts at temperatures
lower than the liquidus temperature (7;) in 7;—7, range
using galvanic elements of different constructions.

The pO values of secondary standards were determined
using the galvanic element

Pt, 02H7KF . 1S102|7KF . 1[)CN8.20 . (1 —X)Si02]||02,Pt7 (J)

Figure 2 presents the result of the study. The measure-
ments were performed in the temperature range of 1,153—
1,293 K. In that range, we did not observe a significant
dependence of pO on temperature. The measured deviations
were smaller than the experimental error of the pO
determination (£0.04 pO scale unit). A set of preliminary
experiments similar to that performed for KF-SiO, was
carried out in order to apply the determined values to pure
sodium silica melts without KF, i.e., melts with concentrations
in the range 1[xNa,O(1—x)SiO,]nKF. A calorimetric study of
oxyfluoride samples at n = 7 showed zero values of the
formation enthalpies from KF and xNa,O-(1—x)SiO,, and
XRD analyses also did not indicate any new compounds.
The study of the Nernst dependencies was performed using
the following galvanic element:

Pt, O, || 7KF - 1Si0,[nKF - 1[xNa,O - (1 — x)Si0,][|O2,Pt, (M)

with n =1, 3, 5, 7, 10, 15, and 30. The results of the study
are depicted in Fig. 3.

All measured curves for AE—log(n) at n >5 were linear
and parallel, they were also parallel to previously obtained
curves for KF-SiO, system. Their temperature coefficient
(|10.6i0.9\X10_2mV/K) was within the limits of experi-
mental errors the same as the theoretical one. These results
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Fig. 2 pO study of Na,O-SiO, applying the galvanic element (J)

@ Springer



84

J Solid State Electrochem (2011) 15:77-86

7.0+

6.8 4

6.6 4

6.4

pO

6.2 4

6.0 4

5.8 4

v T v T v T v T v T
0.0 0.1 0.2 0.3 0.4 0.5

XNaQO

Fig. 3 Nermnst dependencies for the secondary standards of the pO
scale determined with the galvanic element (M). Numbers of the
standards are the same as in Table 1

confirm the ideal behavior of nKF-1[xNa,O-(1—x) SiO;]
melt solutions at 5 < n < 30 and they also show that the
preparation of solutions does not produce additional oxygen
ions. This fact gives the opportunity to define the obtained
experimental values of pO (galvanic element D) of pure
sodium silica melts and of 7KF-1[xNa,O-(1—x) SiO,] melt
solutions. Thus, they can be used as secondary standards
(see Table 1).

The pO values of the galvanic element (A) with the
primary standard as a standard melt were calculated using
to the following equation:

AE - 2F

PO =7 = 303RT"

(20)

In case of measurements in galvanic elements (A) and
(B) versus secondary standards, pO values were calculated
as:

AE -2F
pO = posccond.standard. - m ) (21)

where pOsecond.standard 1S the pO of the second standard used
in a form of oxyfluoride solution or oxide melt (see
Table 1).

Table 1 Secondary pO scale standards (xNa,O-(1—x) SiO,)

Xnazo—Na,O mole fraction pO+0.04
0.250 6.70
0.300 6.57
0.375 6.32
0.500 5.88

@ Springer

This equation is also applicable for the case of measure-
ments using galvanic elements with a salt bridge (type B
elements), e.g., in the element

Pt, O, ||secondary standard 2|
salt bridge(KF)|xNa,O - (1 — x)Si0,.||Pt,0, (N)

The comparison of the results obtained using this
galvanic element with the same data obtained by element
(M) are presented in Fig. 4. As can be seen from this
figure, the use of the second standards system in different
galvanic elements results in a good agreement of the
measured data.

Conclusion

Since the aim of this paper was to consider the theory of pO
measurements and standardization with respect to the wide
application practice of pH measurements, it was not
reasonable to overload it by numerous experimental results.
These results mutually agreed and were standardized
according to the developed procedure. They can be found
in the following papers: systems SiO,—B,0;, GeO,—B,03,
Si0,-GeO, [62-66], M,0-SiO, (M-Li, Na, K) [67-71],
M,0-GeO, (M-Li, Na, K) [68-75], M,0O-B,03; (M-Li,
Na, K, Ba) [76-78], Na,0-B,05-SiO, [79-81], Li,O-
K,0-Si0, [82, 83].

6.80

6.60

6.40

pO

6.20

6.00

T T T T T T T T T T T
25 30 35 40 45 50
X

Na,0

Fig. 4 Comparison of the results obtained for the relative pO values
of secondary standards in the galvanic elements (J)—/ and (N)—2



J Solid State Electrochem (2011) 15:77-86

85

References

1.

O 00 3N L AW

10.
11.

12.
13.
14.
15.

16.
17.
18.
19.
20.
21.
22.

23.

24.
25.
26.

27.
28.

29.

30.
31.

32.

33.
34.

35.
36.
37.
38.
. Paul A, Douglas RW (1965) Phys Chem Glas 6:206
40.

41.
42.
43.

44.

Nikolsly BP, Smirnova NA, Panov MYu, Lutugina NV, Palchavski
AA, Pendin AA, Belinskaya FA, Pervukhin OK, Charykov AK
(1987) Physical chemistry. Khimia, Leningrad

. Franz H, Scholze H (1963) Glastech Ber 36:347

. Scholze H, Franz H, Merker L (1959) Glastech Ber 32:421

. Kurkjian CR, Russel LE (1958) J Soc Glass Technol 42:130

. Pearce ML (1964) ] Am Ceram Soc 47:342

. Turkdogan ET, Darken LS (1961) Trans AIME 221:474

. Finchan CJB, Richardson FD (1954) Proc Roy Soc 223:40

. Lesko J, Trzil J (1986) Silicaty 30:257

. Paul A (1982) Chemistry of glasses. Chapman and Hall, London,

New York

Paul A, Douglas RW (1965) Phys Chem Glasses 6:206

Weyl WA (1951) Colored glasses. Society of Glass Technology,
Sheffield, UK

Duffy JA (1989) Phys Chem Glas 30:1

Dufty JA (1976) J Non-Cryst Sol 21:373

Duffy JA, Harris B (1988) Phys Chem Glasses 39:275

Duffy JA (1990) Bonding, energy levels and bands in inorganic
solids, Chapters 6 and 8. Longman Scientific & Technical, Wiley,
Essex, England, New York

Duffy JA, Ingram MD (1976) J Non-Cryst Solids 21:373
Finemann MJ (1958) Phys Chem 62:947

Gordy W (1946) Phys Rev 69:604

Allred A, Rochow E (1958) J Inorg Nucl Chem 5:249

Flood H, Forland T, Roald B (1947) Acta Chem Scand 1:592
Shwartzman LA, Tomilin A (1957) Rus Uspekhi Khimii 26:544
Shultz MM, Vedischeva NM, Shakhmatkin BA (1987) In: Silicate
physics and chemistry. Nauka, Leningrad, Russia, pp 5-28
Vedischeva NM, Shakhmatkin BA, Pivovarov MM (1989) In:
Proc XV ICG vol 1b. Leningrad, Russia, pp 187-191

Kireeva VA (1964) Rus J Phys Chem 38:1881

Rey M (1948) Disc Faraday Soc 4:257

Vitting LM, Isaev AF (1984) Rus Itogi nauki I tekhniki:
Khimicheskaya termodinamika i ravnovesie 6:107

Batzanov SS (1968) Rus Uspekhi Khimii 37:778

Baucke FGK (1992) High-temperature sensors for oxidic glass-
forming melts. In: Gopel W, Jones TA, Kleitz M (eds) Sensors,
vol 3, VCH, 1992, pp 1155-1180

Baucke FGK, Werner R, Muller-Simon H, Mergler KW (1988)
Glastech Ber 61:293

Baucke FGK (1996) J Anal Chem 356:209

Lewis GN (1923) Valence and structure of atoms and molecules.
The Chemical Catalogue Company, New York

Usanovich MI (1970) The study of solution theory and the theory
of acids and bases. Nauka, Alma-Ata, Russia

Lux H (1939) Z Electrochem 45:303

Konakov VG (2000) Acid-base theory applied to oxide melts.
Scientific base for pO measurements. Dr. Sci. Theses, Institute for
Silicate Chemistry, St. Petersburg, Russia

Toop DW, Samis CS (1962) Transactions AIME 224:878
Masson CR (1974) Chem Technol 4:56

Shultz MM (1984) Rus Fizika I Khimia Stekla 10(2):129

Dron R (1982) J Non-Cryst Solids 53:267

Smith GS, Rindon GA (1965) Application of the oxygen electrode
in galvanic cell with glasses of different compositions. In: Acid-
base relationship in glass. NY, USA, pp 10-14

Ditchenko R, Rochov E (1954) J Am Ceram Soc 76:3291

Mittal S, Elliott JF (1987) J Electrochem Soc 134:244

Itoh H, Sasahira A, Maekawa T, Yokokava T (1984) Farad Trans
80:437

Kohsaka S, Sato S, Yokokava T (1978) J Chem Thermod 10:117

45.
46.
47.

48.
49.

50.

S1.

52.

53.

54.

55.

56.

57.

8.

59.

60.

62.

63.

64.

65.

66.

67.

68.

69.

70.
71.

72.

73.

74.

75.

76.

Shakhmatkin BA, Vedishcheva NM (1994) J Non-Cryst Sol
171:1

Seidl A, Muller G (1997) J Electrochem Soc 144:3243

Takasu S, Zulehner W (1984) Semiconductor Silicon 194:55
Muller-Simon H, Mergler KW (1988) Glastechn Ber 61:293
Lenhart A, Schaeffer HA (1986) The determination of oxidation
state and redox behavior of glass melts using electrochemical
sensors. In: Proc XIV ICG, vol 1. New Delhi, India, ph. 147—
154

Tunin YuM, Goldenberg GA, Naumov VI, Borisenko AA (1987)
Rasplavy (Rus) 1:95

Goldenberg GA, Borisenko AA, Zhuravlev GI (1978) Rus Fizika i
Khimia Stekla 4:590

Goldenberg GA, Naumov VI, Voronkova ZP, Borisenko AA
(1979) Rus Fizika i Khimia Stekla 6:482

Pisarevskii AM, Andreenko AV (1986) Rus Fizika i Khimia
Stekla 12:129

Pisarevskii AM, Andreenko AV (1986) Rus Fizika i Khimia
Stekla 12:257

Campbell JH (1989) Elimination of platinum inclusions in
phosphate laser glasses. Lawrence Livermor National Laboratory,
UCRL 53932, Distribution Category UC-712, Livermore, Cal-
ifornia, USA

Muller-Simon H, Mergler KW, Shaeffer HA (1989) Oxygen
activity measurements in glass tanks using electrochemical
sensors. In: Proc XV ICG vol 1a. Leningrad, Russia, pp 150-155
Baucke FGK, Mucke K (1986) J Non-Cryst Sol 84:174
Mizusaki J, Amano K, Yamauchi S, Fueki K (1987) Solid State
Ion 22:313

Mizusaki J, Amano K, Yamauchi S, Fueki K (1987) Solid State
Ion 22:323

Ezikov VI, Buzin YI, Chuchmarev SN (1983) Rus Fizika i
Khimia Stekla 9:615

. Konakov VG, Pivovarov MM (2003) Rus Fizika i Khimia Stekla

29:69

Konakov VG, Pivovarov MM, Shakhmatkin BA (1994) Rus
Fizika i Khimia Stekla 20:267

Shultz MM, Shakhmatkin BA, Konakov VG (1994) Rus Fizika i
Khimia Stekla 20:443

Konakov VG, Pivovarov MM (1994) Rus Fizika i Khimia Stekla
20:727

Konakov VG, Pivovarov MM (1995) Acid-base conception:
interection between glassformimg oxides. In: Proc XVII Inter
Congress on Glass, vol 2. China, Beijing, pp 153—158

Konakov VG, Shultz MM (1995) Investigation of the basicity (pO
Indexis) of B,03-Si0,, B,03-GeO,, GeO,-Si0O, systems. In: Proc
XVII Inter Congress on Glass, vol 2. China, Beijing, pp 465470
Shultz MM, Konakov VG (1989) On the experimental method for
oxygen ion activity determination in oxide melts. In: Proc XV
ICG vol 4. Leningrad, Russia, pp 29-32

Konakov VG (1990) Rus Fizika i Khimia Stekla 16:753
Konakov VG, Shultz MM (1994) Glastech Ber/Glass SciTechnol
67C:544

Konakov VG, Shultz MM (1994) Glastech Ber 68C2:256
Konakov VG, Shultz MM (1996) Rus Fizika i Khimia Stekla
22:716

Bessedina SA, Konakov VG, Shultz MM (1997) Rus Fizika i
Khimia Stekla 23:334

Konakov VG, Bessedina SA, Shultz MM (1998) Rus Fizika i
Khimia Stekla 24:472

Konakov VG, Bessedina SA, Shultz MM (1999) Rus Fizika i
Khimia Stekla 25:556

Bessedina SA, Konakov VG, Shultz MM (2002) Rev Adv Mater
Sci 3:37

Konakov VG, Bessedina SA, Shultz MM (1998) Rus Fizika i
Khimia Stekla 24:105

@ Springer



86

J Solid State Electrochem (2011) 15:77-86

71.

78.
79.

80.
81.

Konakov VG, Pivovarov MM (1998) Rus Fizika i Khimia Stekla
24:465

Konakov VG (1999) Rus Fizika i Khimia Stekla 25:70

Konakov VG, Kozhina EL, Shultz MM (2001) Rus Fizika i
Khimia Stekla 27:179

Konakov VG (2002) Rus Fizika i Khimia Stekla 28:196
Konakov VG (2002) Rus Fizika i Khimia Stekla 28:520

@ Springer

82. Konakov VG, Shultz MM (1996) Investigation of relative basicity
(pO-indexes) of the system Li,O-K,0-SiO,. In: Proc Int Simp on
Glass Problems, vol 2. Stambul, Turkey, 184

83. Konakov VG, Shultz MM (1998) Study of relative basicity (po
indexes) of the systems Li,O-SiO,, K,0-SiO, and Li,O-K,0-
SiO,. In: Proc XVII Int Cong on Glass (on CD). San Francisco,
USA, P.AB88



	From the pH scale to the pO scale. The problem of the determination of the oxygen ion O2− activity in oxide melts
	Abstract
	Introduction
	General theory of the acid–base interactions in oxide melts
	Practical approaches to pO (EMF) measurements in galvanic elements including oxide melts
	Standardization of the pO scale
	Conclusion
	References



<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (Gray Gamma 2.2)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (ISO Coated v2 300% \050ECI\051)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Error
  /CompatibilityLevel 1.3
  /CompressObjects /Off
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJDFFile false
  /CreateJobTicket false
  /DefaultRenderingIntent /Perceptual
  /DetectBlends true
  /DetectCurves 0.0000
  /ColorConversionStrategy /sRGB
  /DoThumbnails true
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams true
  /MaxSubsetPct 100
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness true
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts false
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages true
  /ColorImageMinResolution 150
  /ColorImageMinResolutionPolicy /Warning
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 150
  /ColorImageDepth -1
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.40
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /ColorImageDict <<
    /QFactor 1.30
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 10
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 10
  >>
  /AntiAliasGrayImages false
  /CropGrayImages true
  /GrayImageMinResolution 150
  /GrayImageMinResolutionPolicy /Warning
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 150
  /GrayImageDepth -1
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.40
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /GrayImageDict <<
    /QFactor 1.30
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 10
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 10
  >>
  /AntiAliasMonoImages false
  /CropMonoImages true
  /MonoImageMinResolution 600
  /MonoImageMinResolutionPolicy /Warning
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 600
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /CheckCompliance [
    /None
  ]
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile (None)
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /Description <<
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000410064006f006200650020005000440046002065876863900275284e8e5c4f5e55663e793a3001901a8fc775355b5090ae4ef653d190014ee553ca901a8fc756e072797f5153d15e03300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef69069752865bc87a25e55986f793a3001901a904e96fb5b5090f54ef650b390014ee553ca57287db2969b7db28def4e0a767c5e03300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /DAN <>
    /ESP <>
    /FRA <>
    /ITA <>
    /JPN <>
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020d654ba740020d45cc2dc002c0020c804c7900020ba54c77c002c0020c778d130b137c5d00020ac00c7a50020c801d569d55c002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
    /NLD (Gebruik deze instellingen om Adobe PDF-documenten te maken die zijn geoptimaliseerd voor weergave op een beeldscherm, e-mail en internet. De gemaakte PDF-documenten kunnen worden geopend met Acrobat en Adobe Reader 5.0 en hoger.)
    /NOR <>
    /PTB <>
    /SUO <>
    /SVE <>
    /ENU (Use these settings to create Adobe PDF documents best suited for on-screen display, e-mail, and the Internet.  Created PDF documents can be opened with Acrobat and Adobe Reader 5.0 and later.)
    /DEU <FEFF004a006f0062006f007000740069006f006e007300200066006f00720020004100630072006f006200610074002000440069007300740069006c006c0065007200200037000d00500072006f006400750063006500730020005000440046002000660069006c0065007300200077006800690063006800200061007200650020007500730065006400200066006f00720020006f006e006c0069006e0065002e000d0028006300290020003200300031003000200053007000720069006e006700650072002d005600650072006c0061006700200047006d006200480020>
  >>
  /Namespace [
    (Adobe)
    (Common)
    (1.0)
  ]
  /OtherNamespaces [
    <<
      /AsReaderSpreads false
      /CropImagesToFrames true
      /ErrorControl /WarnAndContinue
      /FlattenerIgnoreSpreadOverrides false
      /IncludeGuidesGrids false
      /IncludeNonPrinting false
      /IncludeSlug false
      /Namespace [
        (Adobe)
        (InDesign)
        (4.0)
      ]
      /OmitPlacedBitmaps false
      /OmitPlacedEPS false
      /OmitPlacedPDF false
      /SimulateOverprint /Legacy
    >>
    <<
      /AddBleedMarks false
      /AddColorBars false
      /AddCropMarks false
      /AddPageInfo false
      /AddRegMarks false
      /ConvertColors /ConvertToRGB
      /DestinationProfileName (sRGB IEC61966-2.1)
      /DestinationProfileSelector /UseName
      /Downsample16BitImages true
      /FlattenerPreset <<
        /PresetSelector /MediumResolution
      >>
      /FormElements false
      /GenerateStructure false
      /IncludeBookmarks false
      /IncludeHyperlinks false
      /IncludeInteractive false
      /IncludeLayers false
      /IncludeProfiles true
      /MultimediaHandling /UseObjectSettings
      /Namespace [
        (Adobe)
        (CreativeSuite)
        (2.0)
      ]
      /PDFXOutputIntentProfileSelector /NA
      /PreserveEditing false
      /UntaggedCMYKHandling /UseDocumentProfile
      /UntaggedRGBHandling /UseDocumentProfile
      /UseDocumentBleed false
    >>
  ]
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [595.276 841.890]
>> setpagedevice


