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Abstract

The equivalent conductivities of two aqueous silicate species, [SIO(OH),] ~ and [SiO(OH),]*~,
are fundamental to understanding many physico-chemical phenomena of silicate materials
in electrolyte solutions. These phenomena include diffusion, adsorption, and phase trans-
formations. But significant inconsistencies have been presented in published equivalent
conductivities of the two silicate aqueous ions. Also, little work has so far been undertaken
to discuss how aspects, such as temperature and solution composition, may influence
electrolytic conductivity of silicate aqueous solutions. This work presents the equivalent
conductivities of the two silicate species, measured with electrochemical impedance spec-
troscopy (EIS) from 277.85 K to 308.45 K. A conductivity model for mixed electrolytes of
high alkaline was first established. This model was then verified with the electrolyte conduc-
tivities of NaOH-H,O solutions and NaOH-Nay;CO3-H,O solutions. Next, the equivalent
conductivities of [SIO(OH);| ~ and [SiO, (OH)Z]zf, were calculated by solving the overde-
termined equation groups for different temperatures, based on electrolyte conductivities
of NaOH-Na,SiO3-H,O solutions. The accuracy of both calculations and measurements
are examined in depth from various viewpoints. This work presents essential inputs for
quantitatively understanding multiple physico-chemical properties of silicate materials in
electrolyte solutions.

Keywords: equivalent conductivity; electrochemical impedance spectroscopy; mixed
electrolytes; silicates; regression analysis

1. Introduction

Physico-chemical properties of silicate aqueous solution have become multidisci-
plinary interests in recent years. One of the main reasons is that the requirement of global
sustainability urges scientists to fundamentally understand concrete. Concrete, as the
highest consumed material on earth besides water, is responsible for 8% of worldwide
carbon emissions [1]. The main binding phase in concrete is calcium silicate hydrates
(C-S-H) [2]. Thus, the mechanism controlling the phase transformations of C-5-H in aque-
ous solution has been the crucial research subject to develop a bottom-top technology for
sustainability. Besides surface hydroxylation, these sophisticated phase transformations in
solutions start with the clustering of monomeric silicate species, including [SIO(OH);]™
and [SiO,(OH) 2]27 [3-5]. However, due to the lack of key parameters of these species, the
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nature of the early age phase transformations can mainly be glimpsed by simulations [4,6].
So, to validate the findings in simulations and expand our understanding, these parameters
are urgently needed. Electrical conductivity, indicating the compositions of the solution, is
an easily acquired property to decouple these phase transformations processes. An accurate
interpretation of electrical conductivity relies on predetermined equivalent conductivity of
each ion in the solution. However, the ionic conductivities of two aqueous silicate species,
[SiIO(OH);]™ and [SiO, (OH)Z}z_, have been rarely discussed.

Quantitively, the equivalent conductivities of these two silicate species can be mea-
sured via two approaches [7-10]. On the one hand, in a sufficiently diluted system (i.e., for
ideal behavior), according to Kohlrausch’s law of the independent migration of ions, the
overall conductivity (k, in mS-cm 1) can be described by the sum of the individual contri-
butions of all present ions. Based on this law, A;, the equivalent single-ion conductivity at
infinite dilution, is usually calculated from the conductivities of sodium silicate aqueous
solutions. But it should be noted that the accuracy in the measurements is contingent
upon adherence to four crucial prerequisites as follows: (1) The meticulous determination
of the exact compositions of electrolyte solutions through thermodynamic computations;
(2) high precision in the determination of electrical conductivity; (3) stability of experimen-
tal conditions, including controlled temperature, mitigation of dissolved CO, concentration
in the solution, and rigorous control of electrical potentials during the sampling process;
(4) the accuracy of the chosen conductivity model for mixed electrolyte solutions. In [8],
Zaytsev et al. have compiled the conductivities of sodium silicate aqueous solutions of
different studies at 291.15 K, which were correlated to the mass percentage of sodium
silicate solid. However, their data does not lead to the equivalent conductivities of the
different silicate anions, as the crystallized water content in the silicate solid was not speci-
fied. Harman [9] also measured the conductivity of sodium silicate aqueous solution with
varying Na,O : 5iO; ratios at 298.15 K. But the polymerization of monomeric silicate and
interconversion between different silicate anions were not introduced into the calculation
for the mobility of silicate ions. With Kohlrausch’s law of the independent migration of
ions and thermodynamic data for silicate [11], Harman’s data (see Table I of [9]) for the low
concentration of ratio 1:1 sodium silicate solution (N, = 0.005 and 0.01, where N, indicates
the content of 1000 g of water of gram-equivalent Na) suggests that the equivalent con-
ductivity of [SIO(OH),] "~ is about 19.594 S cm? mol !, However, it should be noted that
their measured conductivities of NaOH aqueous solution (see Table II in [9]) are lower than
current widely accepted values, e.g., the data given in [12]. Similar experiments have been
reproduced by Ukihashi [10] and Lian et al. [7], but the concentrations in the latter are too
high to achieve A;.

On the other hand, from the thermodynamic point of view, the Nernst-Einstein
equation, Equation (S-1), relates the self-diffusion coefficient of the ions, D; (in m? s~ 1), with
A; without considering the electrical neutrals. Put differently, in an electrolyte solution, D;
and A; serve as two distinct parameters that essentially describe the same migration ability
of ion i in an external electrical field. For most ions, measurement of A; provide accurate
values for Dj [13]. D; of silicate ions is crucial for diagenetic modeling [14,15], estimating
diffusive fluxes of dissolved chemical species (e.g., in alkali-silica reaction [16] or the self-
healing of cementitious materials [17]), analyzing cement hydration at early age [18-21],
and investigating the processes of phase transformations of silicates (e.g., calcium silicate
hydrates (C-S-H) [22]). Table S.1 compares Dj of specific silicate species in aqueous solution

in related published research and measured value of A )2 It is shown that despite

[Si0, (OH
the importance of these parameters in different disciplines, the deviations between the
published values of D; are over two orders of magnitude. Moreover, the uncertainty in the

measured Dj or A; for specific silicate species has not been systematically addressed.
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Mills et al. [23] discussed eight methods of measuring D;. However, compared with
these methods, using the conductivity measurements to derive A; is more convenient
as it does not require radioisotopes or confinement for the diffusion flux. Aiming to

evaluate A 2~ and }‘[SiO(OH)3}" a conductivity model for mixed electrolytes is

[SiO, (OH), ]
primarily propzosedzand then validated with NaOH solutions and NaOH-Na,COj solutions.

Considering the errors stemming from the aforementioned four scenarios, A 2- and

[SiO, (OH),]
A[SiO(OH)e,]’ are further calculated via the conductivities of NaOH-Na»SiO4-Hp O mixtures
at different temperatures. The advantages and limitations of calculations and measurements
are addressed subsequently. These analyses filled the gap in the quantitative investigation

of thermophysical and thermochemical properties of silicate materials.

2. Materials and Methods
2.1. Materials

In the periodic table of elements, carbon and silicon belong to the same main group. So,
their corresponding anions share a similar structure and electrically conductive properties.
Also, the equivalent conductivities of CO? and HCO%f have been frequently investigated.
Therefore, sodium carbonate solutions with different pH values are ideal references to
validate the conductivity model for mixed electrolytes. By dissolving into different so-
lutions with designed pH values, sodium metasilicate pentahydrate could offer varying
concentrations of monomeric silicate species. Sodium metasilicate pentahydrate is the most
frequently used silicon-containing chemical in investigations of phase transformations of
silicates in aqueous solutions. In addition, sodium hydroxide solutions and potassium
chloride solutions are the most used chemicals to adjust pH value and calibrate electrical
conductivity, respectively. In all experiments, four groups of electrolyte solutions were
prepared. The corresponding raw substances and the compositions of solutions are shown
in Tables 1 and 2, respectively.

Table 1. Experimental substances descriptions.

Molecular CAS Registry .. . Method of Purity
Substance IUPAC Name Weight/g mol —! Number Origin Purity Determination
Merck KGaA Acidimetric method
Nay;COs3 Sodium carbonate 105.99 497-19-8 (Darmstadt, >99.9% [24] (calculated on
Germany) dried substance).
. Titrimetri thod
NapSiOy5H,0  Sodium metasilicate 57, 5y 10213-79-3 XWR Cgemlcals >98.08% showedin
221302 pentahydrate ’ Beeluivlfm,) e ISO 1692 [25] and
& 1SO 1690 [26].
Sodium hydroxide o o e
NaOH solution 40.00 1310-72-3 Merck KGaA ?i'g . /t;’ [1207?'5 © Volumetric titration
(1.04 mol/kg) e ’
Potassium chloride Metrohm Potentiometric
KCl1 solution 74.55 7447-40-7 (Herisau, 100.1% * measurement at
(3.31 mol/kg) Switzerland) 298.0 + 02K

* The standard uncertainty, @ = 1.2%, is calculated via type B evaluation given in [28], and based on potentiometric
measurement with a nominal value of 10.0 & 3.0 mv and a measured value of 10.2 mv. The extended Debye-
Hiickel equation (Helgeson) was used to calculated the activity coefficients of K* [29]. The electrical potential
of an ion-selective electrode for C1™ is correlated to ionic activity with the extended Nikolskii-Eisenman (N-E)
equation [30].
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Table 2. Composition of each experimental solution.

No. T/K wilg vi/mL
H,O Na,COs3 Na,SiO4-5H,O NaOH KCl1

0.010, 0.030, 0.050, 0.100, 0.150,
K1 277.65 33.2542 0 0 0 0.250, 0.400

0.080, 0.150, 0.250, 0.300, 0.600,
K2 293.55 332171 0 0 0 1.000, 1.300, 1.600, 2.000

0.150, 0.300, 0.700, 1.000, 1.300,
K3 308.45 33.2282 0 0 0 2.000, 3.000, 6.000, 10.000
N1 277.65 33.0969 0 0 0.050, 0.100, 0.150, 0.250, 0.500, 0.750 0
N2 282.55 33.2010 0 0 0.100, 0.250, 0.500, 0.750, 1.000 0
N3 287.55 33.3148 0 0 0.100, 0.250, 0.500, 0.750, 1.000, 2.000 0
N4 293.55 33.2000 0 0 0.250, 0.500, 0.750, 1.000, 2.000 0
N5 298.55 33.0630 0 0 0.250, 0.500, 0.750, 1.000, 2.000 0
N6 303.45 33.2332 0 0 0.500, 0.750, 1.000, 2.000, 3.000, 4.000 0
N7 308.15 33.2820 0 0 0.750, 1.000, 2.000, 3.000, 4.000 0

0.050, 0.100, 0.150, 0.250, 0.500,
C1 277.65 33.2691 0.0178 0 0.750, 1.000 0
C2 282.65 33.2604 0.0176 0 0.100, 0.250, 0.501, 0.750, 1.000, 2.000 0
C3 293.55 33.2553 0.0176 0 0.250, 0.500, 0.750, 1.000, 2.000, 3.000 0
C4 308.45 33.2682 0.0179 0 0.750, 1.000, 2.000, 3.000, 4.000, 6.000 0
0.0142, 0.0394,
SO 298.55 33.2507 0 0.0630, 0.0838, 0 0
0.1081

S1 277.85 33.2713 0 0.0352 0.050, 0.100, 0.150, 0.250, 0.500, 0.750 0
S2 282.65 33.0836 0 0.0352 0.100, 0.250, 0.500, 0.750, 1.000 0
S3 287.65 33.1705 0 0.0352 0.100, 0.250, 0.500, 0.750, 1.000, 2.000 0
S4 293.55 33.2451 0 0.0352 0.250, 0.500, 0.750, 1.000, 2.000 0
S5 298.55 33.2514 0 0.0352 0.250, 0.500, 0.750, 1.000, 2.000 0
S6 303.45 32.7884 0 0.0352 0.500, 0.750, 1.000, 2.000, 3.000, 4.000 0
S7 308.45 33.2020 0 0.0352 0.750, 1.000, 2.000, 3.000, 4.000 0

wij refers to the total weight of solids. v; indicates the total volume of discrete added solutions. The accuracy of
temperature electrode is 0.1 K. The standard uncertainty, u(T) = 0.031 K, is calculated via Type A evaluation [28].
The accuracy of analytical balance is 0.0001 g. The standard uncertainty, p(w;) = 0.00029 g, is calculated via
Type B evaluation [28]. The standard uncertainty, p(v;) = 0.14 uL, is calculated via Type A evaluation [28] by
measuring the weight of 0.5, 1, 1.5, and 2 mL 0.1 mol/L NaCl standard solution (purchased from VWR chemicals)
at 298.15 K.

For calibration, KCl solutions (group K1 to K3) with varying concentration were
acquired by dosing different volumes of 3.31 mol/kg KCI aqueous solution into treated
water, following the procedures below. A total of 50 mL of mother KCl solution was
first placed in a 100 mL high density polyethylene container, connecting a homemade
gas-washing bottle with PTFE tube. Nitrogen (purchased from Air Liquid (Liege, Belgium),
with purification of 99.8%), was bubbled through the two bottles for 1 h to remove dissolved
CO;. The container was then connected to an automatic burette (ABU80, produced by
Radiometer Copenhagen (Copenhagen, Denmark) with a resolution of 0.1 pL) with a PTFE
tube. The concentration of KClI solutions is designed to match the conductivities of groups
51 to S7 at different temperatures.

NaOH solutions (group N1 to N7) are prepared in a similar fashion. But to prevent
carbonation during dosing, the bottle of NaOH solution was successively connected to
an empty 500 mL bottle and two gas-washing bottles. The concentrations of OH™ were
designed by setting pH values in the range of 12 to 13, as the majority of experimental
investigations on phase transformation of C-S-H were conducted in this pH range [22,31,32].

Sodium carbonate and sodium silicate solutions are prepared by dissolving solids
in water under nitrogen atmosphere. Na;CO3 and NaySiO3-5H,0 solids were used as
received. Both of their initial concentrations were designed to be below 5 mmol/kg. During
the measurements of group S0, sodium silicate solids were sequentially added into the
reactor. The amounts of solids were designed to minimize the impact of polymerization.
Sodium carbonate solids were added to sodium hydroxide solutions at designed mix ratios
to verify the conductivity model for mixed aqueous electrolytes.
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A total of 250 mL demineralized water (conductivity < 0.5 uS cm™ 1), treated by the
apparatus produced by EuroWater Belgium N.V. (Nazareth-Eke, Belgium), was further
boiled for 10 min, and distilled to remove as much dissolved CO; as possible. A 100 mL
GLA45 bottle was used for collecting distilled water and was sequentially connected to an
empty 250 mL GL45 bottle and a gas-washing bottle. The collecting bottle was filled with
Ny before distillation. The distilled water was also bubbled with N>. A 30 mL syringe was
used to transfer the processed water to the reactor, which had been flushed with Ny for
10 min. The quantity of dosed water was shown by the difference in weight of this syringe
with and without water (measured immediately after dosing).

2.2. Conductivity Measurements

A closed jacketed 100 mL glass reactor with a PTFE liner was used to avoid carbona-
tion, as shown in Figure S.1. The measured solution was swept by N». All the containers
in the current experiments, except the gas-washing bottles, were tightly sealed. All solu-
tions were mildly stirred magnetically during the measurements. The temperatures in all
measurements were designed to the range of 278.15 to 308.15 K. The temperatures of the
solution were kept constant via water, circulating through a heating unit (Omron E5CSV,
OMRON Europe B.V., Hoofddorp, The Netherlands) and a cooling box (Mobicool ME24,
Mobicool, Emsdetten, Germany). The fluctuation of the temperature was limited below
0.1 K. The real temperature of the measured solution was read by a Pt100 sensor, connected
to a magnetic stir (VWR VMS-C7, Avantor, Radnor, PA, USA). The real measuring tempera-
tures might slightly drift from the designed values due to heat loss in circulating water and
temperature overcompensation.

A two-polar conductivity cell (SK10B, with the cell constant C =1 em ! + 30%, accord-
ing to the manufacture) was bought from Consort. Before each test, it was conditioned
in 0.1 mol/L HCl for 1 h and then rinsed with deionized water. The cell was connected
to a BNC female connector (RS components, Brussels, Belgium). The working sensor and
working electrode were connected to the shield of the BNC connector, while the lead of
counter electrode and the reference electrode were attached to the inner pin [33]. The rest
of the electrodes were isolated in a grounded Faraday cage.

The resistances of the solutions were read from the peaks or the intersection points
of Nyquist plots. The spectrum was measured via a Gamry Interface 1000 potentiostat
(Gamry Instruments Inc., Warminster, PA, USA) (1 MHz to 1 Hz, 10 points per decade, AC
Voltage of 10 mV r.m.s.). For each composition of analyte, the spectrum was repeatedly
plotted four times once the temperature of solution reached the designed value and there
were no visible undissolved particles.

2.3. Data Processing

The activity of aqueous species were calculated by the extended Debye—Hiickel equa-
tion (Helgeson), as shown in Equations (S-2)—(S-5) [29]. Tables S.2 and S.3 present the
corresponding parameters for activity coefficient calculation. GEM-Selektor v.3 (GEMS3)
with databases of PSI/Nagra (TDB2020) and cemdata (18.01) [11] was used to calculate
solution compositions. The corresponding thermodynamic data for calculation is presented
in Table S.4. The regression analyses were conducted via the least-square method solver
‘Isqlin” in MATLAB (23.2.0.2515942 (R2023b)) with restricting conditions. A main indicator
for evaluating regression is numerical deviation. It was defined as the absolute value of
difference between the measured conductivity and the calculated conductivity.
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3. Conductivity Models

A conductivity model is indispensable for ionic equivalent conductivity measurement,
as it correlates the composition of electrolyte and the corresponding electrical conductivity.
Up to now, a large number of models have been proposed to interpret the conductivity
of electrolyte solutions [34-36]. The simplest one is kohlrausch’s law of the independent
migration of ions, as shown in Equation (1):

K=Y Gz 1)

where z; is the valency of ion i, ¢; is the molarity (expressed in mol/L) of the ion and A; (ex-
pressed in S cm? mol ™ !) is the equivalent single-ion conductivity at infinite dilution [37,38].
It says that the ions will not influence each other’s movement in a sufficiently diluted
system (i.e., for ideal behavior). In a more concentrated solution, it overestimates the con-
ductivity. But even so, in [14] the calculated conductivity of a sodium carbonate solution
(10 mmol/L) still matches the trend of measured values using Equation (1). At low concen-
trations, Kohlrausch’s law describes the molar conductivities (Ap, in mS cm ™! molfl) of
strong electrolytes:

Am = A, — Kc? )

where AY, is the limiting molar conductivity and K is Kohlrausch constant (expressed in
S cm? mol %) [38]. This expression is identical to the Debye-Hiickel-Onsager equation,
where K is replaced with A + BAY, (A and B are parameters determined by temperature and
properties of solvent, expressed in S cm? mol ™ L5 and mol % L%, respectively [39]).
Equation (2) is reliable for ¢ < 1 mmol/L [40]. For higher concentrations, the short-
range interactions between a central ion and its surrounding ionic atmosphere have to
be considered (see relaxation and electrophoretic effects in [34]). When ¢ > 1 mol/L,
Robinson and Stokes’ conductivity model (abbreviated as RS model, shown in the following
Equations (3)—(6) gives good agreement with experimental results with proper correction
of viscosity [41-43]:

(BiA” + By )3

_ A0
Am = Am = 05 ©
820 x 10°
1= W 4)
b2 = n(iif°‘5 ©
50.29
B = ( £T)0'5 (6)

where ¢ is the dielectric constant (permittivity) at zero frequency, 1 is the viscosity of
water (expressed in mPa s equal to centipoise) and a is the distance of closest approach
of the ions, expressed in angstroms (3.5 A for NaOH). & is a constant for each solute at
all temperatures from 278.15 K to 338.15 K. It is not always practical to record viscosity
in parallel with conductivity measurement, which limits the application of RS models for
highly concentrated solutions.

For mixed electrolyte solutions modeling of the conductivities is much more com-
plicated [44]. The computation of the numerator of the relaxation effect is mathemati-
cally the most difficult part of electrolyte theory [34]. Therefore, many fitting parame-
ters (e.g., the frictional parameter [45]) have been introduced to the derivation [46,47].
McCleskey et al. [48] evaluated the performances of 11 conductivity models with a wide
range of natural water. They found that the model they proposed in 2011 [49] was appli-
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cable to the widest pH and temperature range as well as the highest ionic strength (up to
1 mol/L). For calculating the conductivity of a mixed electrolyte solution, they replaced
¢; in Equation (1) with m; (speciated molality of the i ion). But this procedure introduces
anomalous units in .

Sodium silicate solution is a mixed electrolyte solution, due to the hydrolysis of sil-
icate ions. To model its conductivity, two terms are needed. One is for quantifying the
conductivity contribution of the background NaOH solution. Another term should be built
for calculating the conductivity of other ions. In the investigation of phase transformation
of silicate, e.g., C-5-H, the pH value of solutions is always set above 12.0 to prevent sili-
cate polymerization, while the concentration of silicate ions is frequently defined below
10 mmol/L [22,31,50,51]. In such systems, especially under elevated temperatures, the
concentrations of silicate ions are always much lower than that of hydroxide ions. Thus, it
is assumed that the relaxation and electrophoretic effects introduced by cations and silicate
ions are negligible. In other words, the conductivity property of these mixed electrolyte
solutions could be considered as the superposition of concentrated NaOH solution and di-
luted silicate solutions, where only the non-ideal conductivity (with respect to Equation (1))
of NaOH solution should be calculated. So, the key part of such a conductivity model must
precisely describe the conductivity of NaOH solution with different concentrations under
varying temperatures. Simply speaking, this conductivity model should be expressed as
Equation (11), where the molar conductivity of NaOH solution (Ap,) can be obtained from
the McCleskey’s conductivity model (Equations (7)—(10), where m stands for the apparent
molality, t indicates the temperature in °C [49]), and A aliprated indicates the calibrated
McCleskey’s molar conductivity NaOH at a specific temperature.

A (1) = 0.006936t% + 3.872t + 148.3 ?)
A = 0.01018t> 4 0.67421t + 56.76 (8)
B=02 9)
1/2
— AO (1) m
Am - Am<t) 1 + Bm1/2 (10)
K= Zi Ci*Zi"Aj + CNaOH Acalibrated (Am) (11)

4. Results and Discussion
4.1. Validation of the Conductivity Model for NaOH Solution

First of all, the cell constant, C, was obtained by calibrating the conductivity elec-
trode with KCI solution at different temperatures. The compositions of the solutions
were presented in Table S.5. According to the calibration curves in Figures 5.4-5.7,
C = 1.055 cm ™! gives acceptable agreement with experiments at 277.65 K and 293.55 K,
and 308.45 K. The goodness of fit was evaluated by coefficient of determination, R?, as
shown in Equation (S-8). For these three temperatures, the value of R? is 0.9998, 0.9999,
and 0.9972, respectively.

Thereafter, to verify Equation (11), published conductivities of NaOH aqueous solu-
tions of different temperatures [3,17,37,43,44], are compared with the original McCleskey’s
model (blue dashed line), calibrated model (black line), and RS model (orange cross) in
Figure 1. As shown in Figure 1a,d, McCleskey’s measured values (empty squares) are
obviously higher than the ones from other works at 283.15 K and 298.15 K, respectively.
One of the main reasons could be attributed to the overrepresented value measured at the
temperatures concerned. That is why this model needs to be calibrated.
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Figure 1. Comparisons of conductivities of NaOH aqueous solution from published data, McCleskey’s
model, calibrated McCleskey’s model, and RS model at 283.15 K (a), 288.15 K (b), 293.15 K (c),
298.15 K (d), 303.15 K (e), 308.15 K (f). [, McCleskey’s measurements [49]; +, measurements from [8];
A, measurements from [52]; O, Stokes” measurements [53]; x, calculated conductivity from RS
model [34]. The data referred to by these symbols under different temperatures are distracted by
different colors. In addition, ----, McCleskey’s model [49]; —, calibrated McCleskey’s model.
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The correction coefficients and the coefficient of determination, R?, of each temper-
ature are listed in Table 3. At 308.15 K, as shown by Figure 1f, McCleskey’s model fits
experimental results very well. Thus, no further correction is needed at this temperature.
The conductivities of NaOH aqueous solution at 278.15 K are rare. The respective correction
coefficient is acquired by taking the new measured values from current work at 277.65 K
as reference. For other temperatures, the correction can be approximated by a central
differencing scheme. It can be seen from the dark line, such as the one in Figure 1, that after
calibration, the model agrees with other published data very well.

Table 3. Correction for McCleskey’s conductivity model for NaOH aqueous solution.

T/K 278.15 283.15 288.15 293.15 298.15 303.15 308.15
CNaOH Acalibrated / 0.975 0.982
mS em-— 0.975Am 0.975Am (Am — 0.040) 0.980Am (Am — 0.050) 0.980Am Am
R? 0.9993 0.9999 0.9999 0.9925 0.9999 1.0000 0.9999

It should be noted that the formation of the electroneutrality ion pair NaOH®@ (here
the nomenclature in GEMS3 is introduced, where ‘@’ stands for electrical neutrals [11])
should not be neglected. For instance, adding 0.5 mol NaOH solid into 1 kg water under
278.15 K, the amount of NaOH®@ takes 11.87% of the total amount of Na-containing species,
with the thermodynamical data given in [11]. Thus, the apparent molality (or molarity)
should include the amount of disassociated NaOH and NaOH®@. As McCleskey’s model
deduced from the fitting of measured conductivities of solutions of 0.001, 0.01, 0.1, 0.5,
and 1 mol/kg, ‘m’ in Equation (10) should stand for the apparent molality. Also, ‘c” in
Equation (11) must refer to the apparent molarity. On the contrary, the Robinson-Stokes’
model is derived from the interaction of particles. Thus, this model can only be used in
fully ionized electrolytes with real concentration [42].

Theoretically, the RS model should predict the exact conductivity at diluted concentra-
tions. But in the inset of Figure 1b, its results are higher than the average of experimental
values. Since this deviation is unnoticeable under other temperatures, it can be inferred that
the overestimated conductivity at low concentrations should not be attributed to the inaccu-
rate ‘4’. In addition, at low concentration, viscosity correction can be ignored. On extending
the calculation to higher concentrations, conductivities predicted by the RS model are lower
than measured values. Although a viscosity correction can compensate this offset [54], the
formation of ion-pair has already placed the theory on shaky ground. On the contrary,
a fitted model, e.g., McCleskey’s model, covers all sophisticated calculations with fitted
parameters. Therefore, based on the discussion above, the second term in Equation (11)
applies to predicting the conductivities of NaOH solution with indicated concentration at
278.15 K to 308.15 K.

After being calibrated with published data, McCleskey’s conductivity model for
NaOH solution is verified with new measurements in the current work, as shown in
Figure S.9. The compositions of the solutions and uncertainties are shown in Table S.7.
These new measurements prove the applicability of the calibrated model and conductivity
measuring method.

4.2. Validation of the Conductivity Model with NaOH-NayCO3-H;O Electrolytes

To verify Equation (11) for mixed solutions, the conductivity of NaOH and NayCOs3
mixtures are measured at different temperatures. Carbon and silicon share analogous
physico-chemical properties as indicated by their position in the periodic table of elements.
Therefore Na,CO3 solution was used for the following verification. Also, A, ,, coz- and
)\HCO; at 298.15 K have been widely investigated, although the data at other tempera-
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tures has been, again, rarely published. Zeebe et al. [13] found that these data can be
approximated from the viscosity of water based on the Stokes-Einstein equation:

 kgT

D, =
' o6mr

(12)

where kg is Boltzmann’s constant, 1 is the shear viscosity of water and r is the radius
of the spherical radius of the ion [13] (see Figures 9 and 10 in [13]). But Zeebe’s work
underestimated A, , coz- and ?\HCO;, comparing with the experimental values in [34,40]
as shown in Figure 2. The equivalent conductivities of carbonate species are thus estimated
via 11 in the following calculations. Other than CO%‘ and HCO;, Na(CO3) ™ also contribute
to the bulk conductivity. Its equivalent conductivity is 22.0 S-cm?-mol ! at 298.15 K [55].
Its values at other temperatures are also estimated in the same way. Although Equation (12)
suggests that the equivalent conductivity of heavier ions, (compared to OH™), tends to be
highly related to the viscosity of water, A; calculated solely from n cannot always stand
for the correct conductance properties. For instance, the equivalent conductivity of SO,
whose trend of temperature dependence has already differed away from the curve of 1/1,
as shown in Figure 2b. Nonetheless, Equation (12) offers good initial values for estimation
of accurate A;. The dashed curves in Figure 2 represent the temperature dependence of
equivalent conductivity of the concerned ion. The fitted A; for Na*t, OH™, 1/2 CO?z-,
HCOj, and Na(CO3) ~ are:

ANat = —4 x 1075t 4+ 0.0082t> + 0.7678t + 26.441, (R2 = 1.0000). (13)
Nopr- = 0.0028¢ + 32344t + 117, (R? = 1.0000). (14)
_ 2 2 _
Mo cop- = 0.00728 +1.2099¢ + 34523, (R? = 1.0000). (15)
_ 2 2 _
Mico, = 0.00478 + 0777t 422,168, (R? = 1.0000). (16)
_ —643 2 2 _
Axa(coy) = —9 X 107°F +0.003¢2 4 0.3699t + 11.034, (R* = 1.0000). (17
300 4 25 125 B 2.5
]
(]
100 o 1 2
DR 5eoz- = 1.0000

T . ol o N .

g o g 75 | 15 %

9 g L P £

<,'E é <,rE a /—':, X é

g S Bwp o E% o ag

< < B G ;‘Z%"ingw = 1.0000
o | /g_:,;oz‘ﬁ ?%ff»»:--}:‘oooo 1 0s
5 b """"M}'e‘,-zva(cox)_ =1.0000
0 : ' s TR 0 : : : 0
273.15 283.15 293.15 303.15 313.15 273.15 283.15 293.15 303.15 313.15
T/K T/K

(a) (b)
Figure 2. Equivalent conductivities of ions, A;, and reciprocal of water viscosity, 1/1, at temperature
range of 298.15 K to 318.15 K. In (a): *, Agyy- [34]; O, Agg- [56]; O, Aoy~ [671; O, Ay~ [58]; -——,
Equation (14); —, 1/n [34]. In (b): A, ANa+ [34]; A, ANa+ [12]; A, Ana+ [59]; - - -, Equation (13); [,
)‘CIO; [34]; [T, 7‘C10; calculated from DCIO; [23]; [T, }‘CIO; [60]; x, AHCO; [12]; x, AHCO; [13]; -,
?\HCO; Equation (16); 0, A cor A co [13]; , Equation (15); ------ , Equation (17); &,
)\HSO; (12, -+, )\]/2 S03~ [34]; >K/ )\1/2 S03~ [23]; —~, 1/n [34].
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Figure 3 illustrates the measured conductivity of NaOH-Nap;CO3-H;O solutions (indi-
cated by crosses), conductivity contribution of NaOH calculated by calibrated McCleskey’s
model (dark solid line) and the conductivity predicted by Equation (11) (yellow square).
The calculated conductivities match the measured value very well. The compositions and
corresponding uncertainties are shown in Tables 5.8 and S.9, respectively.
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Figure 3. Measured and calculated conductivity of NaOH-Na,; CO3-H,O electrolytes at 277.15 K (a),
282.65 K (b), 293.55 K (c), and 308.45 K (d). O, Equation (11); x, measured conductivities in the
current work; —, conductivity contribution of NaOH solution with calibrated McCleskey’s model.

4.3. Calculation Of)‘[SiO(OH)s]’ and A, (5105 (OH), 12 from Conductivities of
2
NaOH-Na,SiO3-H,O Solutions

The accuracy of calculated )‘[SiO(OH)g,]‘ or A s relies on proper estimated

1/2 [Si0,(OH
initial values as input for iterations. Their magnitude can be estimated from D;, which
is often approximated using the Stokes—Einstein relation [13]. Also, their values can be
assessed from the equivalent conductivity of anions with similar atomic structures. Ac-

cording to the location of silicon in the periodic table (Table 4), the equivalent conductivity
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of [SiO(OH),]~ should be lower than that of [PO,(OH),]” (36.00 S cm? mol '), as the

silicon—oxygen bond is longer than the phosphorus-oxygen bond; thus, r g would

be larger than 110, (OH),] - Furthermore, as all the single charged anior[féocg?gi), P S, and
Cl are tetrahedral arranged with 4 oxygen atoms, their equivalent conductivities should
successively increase as the sizes decrease. Furthermore, in the third period from group
14 to 17 in the periodic table (from Si to Cl), for each additional electron, the equivalent
conductivity of the monovalent anion for this element increases by 15.65 S cm? mol .
Exclusively based on this trend, it can be estimated that )‘[SiO(OH)3]’ ~ 20.47 S cm? mol 1.
In addition, by disassociating another proton from hydroxyl groups, the conductivities
of anions marked an increase. For instance, at 273.15 K the conductivity of [CO3]2_ is
3.11 times higher than that of [CO,(OH)] ™~ (for [PO3(OH)]*~ and [PO,(OH),] ™ the ratio
of their conductivity is 3.17, for [SO4]>~ and [SO3(OH)] ™ it is 3.07). So, the conductivity of
[Si0,(OH),]*” must also be higher than that of [SIO(OH),] . Thus A

be estimated about 32.75 S cm? mol ! with the ratio of 3.20.

1/2 [Si0,(OH), 2~ €4t

Table 4. Part of the periodic table of elements with equivalent ionic conductance at 273.15 K. The
bracketed numbers after element names indicate the ratio of equivalent conductivity of the double
charged anion and the single charged one, R.

C (1.56) N (] F
[CO,(OH)]~
44.50S cm? mol ™ 69.30S cm? mol ! / / / / /

Si P (1.58) S (1.54) Cl
[SIO(OH),| 1 [Si05(OH), (PO (OH),]” 1 [POs (OH) >~ (505 (OH) |~ 1504 [CI0,]
Tetrahedral, Tetrahedral, Tetrahedral, Tetrahedral, Tetrahedral,
Si-O 162 pm S-0149 pm Cl-O 144 pm

36.00S cm? mol ! 57.00S cm? mol ! 52.00S cm? mol ! 80.00S cm? mol ! 67.30S cm? mol !

is35.00S cm? mol ! at 273.15K from Greenberg's calculation [61].
~ 2 -1
[SIO(OH);)~ ~ 2047 S cm” mol™ ). In ther-

modynamical simulations of cementitious materials [16,17], the diffusion of [SiO, (OH)Z]Z_
at 273.15 K is cited as 0.7 x 1072 m?/s from [62]. So, A

The value of A[SiO(OH)3]’
This value is higher than the above estimated value (A

1/2 [8i0,(OH), |2~ calculated via

the Nernst-Einstein equation (30.72 S cm? mol ') approximates to the estimation above
(Al/z [SiOZ(OH)Z]Z_ - 32747 S sz molil),

In the current work, the equivalent conductivities of [SiIO(OH);]~ and [SiO, (OH)2]27
are calculated by solving eight overdetermined linear equation groups (with respect to
group SO to S7) with the least-square method. For instance, as shown in Table 5.10, every
row indicates the composition of one analyte solution. By introducing the concentrations
of each aqueous species into Equation (11) (after conversation from molality into mo-
larity), every row leads to an equation which has two unknown variables, A[SiO(OH)S]’
and A, , (S105 (OH), P~ * At the temperature of 277.85 K (i.e., group S1), eight independent
equations can be established. The solver of ‘Isqlin’ is used to search for a solution of
the least squares approximation with constrained conditions. Although mathematically
two equations are enough to solve for the two variables, practically this method leads

to results which are not consistent with the estimated values. Therefore, 7\[ o)™ and

SiO(OH
A /2[Si05(OH), >~ @Te calculated via the overdetermined equations group, which is composed
of eight equations. The calculations are dependent on three input parameters: (1) the ratio,
R, between A, /2 805 (OH), >~ and }\[SiO(OH)3}” (2) the lower and (3) upper boundary value
of the corresponding approximation interval.

R for the two silicate species can be estimated from the periodic table of elements, as
shown in Table 5. For silicon, R should be approximated to 1.50. To find an accurate R,

the equations in group SO are solved with R ranging from 0.9 to 1.7. The lower boundary
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conditions are set to 0 and the equivalent conductivity of [CO,(OH)]™ and [CO3)*™ are
used as upper boundary conditions. The results are evaluated via mean square variance
(abbreviated as MSV) of each iterative step. As shown in Figure S.10, the best approximation
is witnessed when R = 1.56, which is close to the estimation of 1.50.

Table 5. Equivalent conductivity of [SiO(OH);]™ and [SiO; (OH)Z]Z_ in aqueous solution at 277.85 K,
282.65 K, 287.65 K, 293.65 K, 298.55 K, 303.45 K, and 308.45 K.

T/K 277.85 282.65 287.65 293.65 298.55 303.45 308.45
}‘[SiO(OH)3]’ /S cm? mol ! 12.66 14.03 17.01 18.41 21.20 24.09 26.03
)\1/2 (510, (OH), >~ /S cm? mol ! 19.78 21.92 26.57 28.77 33.12 37.64 40.66
(MSV)O'5 /S em? +0.048 +0.03 +0.061 +0.157 +0.093 +0.065 +0.265

This R value is then introduced in solving the other seven equations groups (with
respect to 7 different measuring temperatures). The grounds for this approach are threefold.
Firstly, the Stokes—Einstein relation holds approximately for the temperature dependence
of diffusion coefficients of most aqueous ions (e.g., [CO2(OH)]~ and [CO3]*™ [13]). So, 1

dictates A, , [Si05 (OH), >~
conductivities are initially introduced for calculating limiting conductivity electrolytes at

and }‘[SiO(OH)3]’ of other temperatures. Secondly, the equivalent

infinite dilution. It means the properties of water dominate the conductance of the solution.
The boundary conditions for each group are thus approximated based on 1/1. Moreover,
as shown in Figure S.11, with an increase in R, the averaged MSV illustrated after the
turning point (around 1.5) trends differently from MSV of the maximum deviation for the
conductance data of 277.85 K to 303.45 K. It can be inferred that 1.56 is an acceptable value to

o)~ A 3 5i0,(0m), 12
are shown in Table 5. These data can be fitted to the following two expressions:

reconcile these two evaluation parameters. The calculated A[Sio(

A )~ = 0.002675t>4-0.339061t 4 10.919579, (R2 = 0.9931) (18)

[SIO(OH

A 2~ = 0.004180t>+0.529719t + 17.059741, (R*>= 0.9931) (19)

1/2 [510,(OH),]

where t refers to temperature in °C and R? here is used to quantify the goodness-of-fit
(with respect to Equation (S-8)), instead of the ratio between the equivalent conductivity
of the two species. With these data and the conductivity contribution of NaOH (black
solid lines), the measured (indicated by crosses) and predicted value with Equation (11)
(empty squares) are compared in Figure 4. In general, Equation (11) with fitted A[SiO(OH)S]’
and A, , [Si0, (OH), >~ reconciles the experiments well. The largest deviation is witnessed in
Figure 4g, which shows the conductivities measured at 308.45 K. One of the main reasons is
that to maintain the pH of the solution at a high value (12 to 13), the concentration of NaOH
has to be much higher than that at lower temperatures. As discussed above, the theoretical
Kohlrausch’s law of the independent migration of ions is no longer applicable for such a
high concentration, as well as the superposition principle for the mixture of sodium silicate
and sodium hydroxide solutions. The overestimated conductivities are also witnessed in
Figure 3d at high concentrations, which supports the statement. In addition, the tempera-
ture fluctuations (0.3-0.5 K) in the calibration of McCleskey’s conductivity model for NaOH
contributes to the deviation. Although at low concentration the introduced conductivity
deviation is neglectable, higher concentrations may amplify the inconsistency. This is
why deviations always arise with elevated concentration at every measuring temperature
(Figure 4a-g).
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To compare the results with Ukihashi’s work [10], the conductivities of the
NaOH-Na;5i03-H,O solutions (group S0) at low concentrations are measured and shown
in Figure 5. The amount of each aqueous silicate species is also illustrated. In group
50, the concentrations of silicate species are designed to below the critical level above
which oligomers start to form massively. Even with a conservative estimation, where

A[SiO(OH)B,]’ =\ /2 [SI0,(OH), >~ = 35S cm? mol !, Greenberg’s work (indicated by crosses)

overvalues the equivalent conductivity of [$iO,(OH),]*”, referring to the left vertical axis.
A temperature discrepancy of 0.4 K between his work and this work cannot account for
such a high deviation. Our work, on the contrary, perfectly models the experiments and
fits the trend of Ukihashi’s work (see Figure 3 in [10]. As there is no tabulated conductivity
data presented, accurate data comparison is not executable).
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Figure 4. Measured and calculated conductivity of NaOH-Na,SiO3-H;O electrolytes at 277.85 K (a),
282.65 K (b), 287.65 K (c), 293.65 K (d), 298.55 K (e), 303.45 K (£), and 308.45 K (g). [J, Equation (12); x,
measured conductivities in the current work; —, conductivity contribution of NaOH solution with
calibrated McCleskey’s model.
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Figure 5. Measured and calculated conductivities of sodium silicate solution, as well as the amounts,
M;, of four silicate aqueous species with increasing concentration of sodium silicate at 298.55 K.
—, conductivity contribution of NaOH solution with calibrated McCleskey’s model. x, measured
conductivities in the current work; +, measured conductivities [61]; [, Equation (11); A, amount of
[SiIO(OH);5]~; O, amount of [SiOz(OH)Z}Z_ ; K amount of SiO,@; ), amount of [SizOq0]* ™.

5. Error Analysis
5.1. The Regression Analysis

In the current work, the maximum deviation is selected as the most representative
indicator to estimate the quality of regression. The solver of ‘Isqlin” is used to search
for solutions of the least squares approximation with constrained conditions. In theory,
the deviation between calculation and experiments should be normalized to the unit
concentration of silicates. However, although the concentration of each silicate species is
easily available with thermodynamical calculation practically, the relative concentration of
[SiO(OH),] ™ to [SiO,(OH),]*™ is varying with the continuous dosing of NaOH solution.
The goodness of regression is highly dependent on the ratio of their concentration. So,
parametrized concentration for normalization is not accessible. In addition, the quality of
regression analysis is evaluated at different concentrations, especially at relatively high
concentrations. Thus, the normalized deviation is not introduced in regression analysis.

The method for acquiring the optimized minimum R in group SO, as shown in
Figure 5.10, should be applicable for other measurements at different temperatures. But
with the same method that was used to plot this figure, a minimum of R in the curve
showing the R dependence of MSV at other temperatures has not been witnessed in group
51 to S7. The most possible reason is the low measuring sensitivity due to low concentra-
tion of silicate (this low sensitivity refers to the lower contribution of [SiO(OH),] ™ and
[SiO,(OH) 2]27 to the conductivity property of the solution, compared with Na* and OH ™.
This sensitivity does not concern the adopted techniques for measuring conductivity).
While in group SO, the concentrations of the two main monomeric species are so high
that polymerization starts. The same argument also explains the failure of the methods
of directly solving overdetermined equation groups. If the sensitivity were increased by
redoubling the amount of sodium silicate solid, }‘[SiO(OH)s]’ and A, , [Si0, (OH), 2~ could
be calculated by solving every two-equation combination in the overdetermined equation
groups. The best solution would be acquired by optimizing the results. However, the initial
concentration of silicate (5 mmol/kg in present work) is already the highest accessible
value in C-5-H nucleation experiments, considering temperature range, feasibility of pH
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adjustment, rate of phase transformations of precursors of C-S-H, sensitivity of ion-selective-
membrane of sodium and composition of pore solution in real hydration situation.

In group S1-57, before the dosing of NaOH solution, [SIO(OH);]| ™ is the most abun-
dant species in solution. Even if }‘[SiO(OH)3]’ is calculated in each group of experiments in
priority by setting C18i05 (OH), [~ = 0, it is not possible to achieve a better regression result.

‘Isqlin’ solves for }‘[SiO(OH)3]’ and A 2 at the same time and gives a solution

1/2 [SiO, (OH),]
with the minimum global deviation. )\[SiO (OH)s)~ calculated via only one equation leads to

higher deviation, compared with current regression method.

5.2. Experimental Error

A thin needle for lumbar puncture is used for dosing NaOH solution, instead of an
anti-diffusion tip. As a result, it is inevitable that a small amount of NaOH will continuously
leak into the solution. To quantify its effects, the stirring speed is adjusted to maximum. It
takes about 2 min for the potentiostat to record 60 points from 1 MHz to 1 Hz. During four
repeated measurements, the increase in solution resistance has not been witnessed even at
308.45 K. It means the experimental error due to diffusion from the open tip is negligible.

In all the experimental processes, the impact of carbonation has been minimized as
much as possible. The conductivity deviation is shown in Figure 4; thus, it should not be
attributed independently to carbonation. Figure S.12 presents the conductivity of water
saturated with atmospheric CO, at different temperatures [12]. At 298.55 K and 303.45 K,
the impact of carbonation is obviously higher than regression deviations (as shown in
Table 5). In addition, the durations of cell calibration with KCl solution are controlled to be
identical with other conductivity measurements. With a proper selection of cell constant,
the calibrated conductivity fits McCleskey’s model very well where the effects of CO; have
been carefully subtracted [49].

5.3. Limitation of the Superposition of Conductivity Model for Mixed Electrolytes

As discussed above, the principle of conductivity superposition only predicts correctly
in infinite diluted solution, or in mixed electrolytes where the concentration of one compo-
nent is much less than the background electrolyte (e.g., NaOH), as shown in Section 4.2.
Although this principle is applicable for the investigation of phase transformation of C-5-H,
it requires a more sophisticated theory to model the conductivity of pore solutions under
real hydration environments. A compromise approach is to replace Kohlrausch’s law of
the independent migration of ions with other models, e.g., the RS model.

6. Conclusions

Significant inconsistencies have been presented in published diffusion coefficients or
the equivalent conductivities of two main monomeric silicate aqueous ions, [SiO(OH),] ™~
and [SiOZ(OH)Z]zf, which undoubtedly hindered the accuracy in the investigations of
physico-chemical properties of silicate materials in electrolyte solutions. Aiming to elimi-
nate ambiguity, the current work measured the equivalent conductivity of the two species
via EIS. The following conclusions have been reached:

(1) EIS spectrum is an efficient and precise tool to measure the conductivity of aqueous
solutions at specific temperatures (277.65 K to 308.45 K), without the facilitation of
equivalent circuits.

(2) The conductivity estimated by McCleskey’s conductivity model for NaOH, proposed
in 2011 [49], excesses the published data and the one deduced from Robinson-Stokes
conductivity model at different temperatures (278.15 K to 303.15 K). It is found that in
a mixed electrolyte solution, if the concentration of a composition is much less than
the rest, the bulk electrical conductivity can be calculated by the superposition of the
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contribution of this composition and the conductivity of the background electrolytes.
The conductivity of this composition can be calculated by Kohlrausch’s law of the
independent migration of ions. The calibrated McCleskey’s conductivity model
for NaOH shows high accuracy. The conductivity model for mixed electrolytes
(Equation (11)) closely matches measured conductivities of NaOH-H;O solutions and
NaOH-Na;CO3H,O solutions at investigated temperature and concentration range.

(3) With the established model (Equation (11)), the equivalent conductivity of [SIO(OH),] ™
and [SiOz(OH)Z]Z_ were calculated with the least-square method. Their temper-
ature dependence (277.85 K to 308.45 K) can be, respectively, approximated to
Equations (18) and (19). The maximum deviation of conductivity in NaOH-NaySiO3-H,O
aqueous solutions is +0.265 mS/cm.

The new parameters measured in the current work would further advance the un-
derstanding of multiple physico-chemical phenomena of silicate materials in electrolyte
solutions. For instance, in the study of phase transformations of C-S-H, the potentiometric
method has been widely adopted to measure binodal and spinodal limits [63]. Accuracy
of the measurements depends on the calculation of the junction potential of the calcium
ion-selective electrode (ISE). The presented )‘[SiO(OH)3]’ and A, , [Si0,(OH), 2~ make it fea-
sible to calculate this potential. Also, based on mass balance, combining with electrical
potentials measured by different ISEs, the temperature dependence of these two parameters
allows to infer the composition of intermediates formed during binodal demixing with
conductivity measurements. In addition, the self-diffusion coefficients of [SIO(OH),]™ and
[SiO,(OH) 2]2_ calculated via the Nernst-Einstein equation are key parameters in simula-
tions of diffusion and adsorption in the vicinity of interfaces between silicate minerals and
aqueous solutions. For more concentrated mixed electrolyte solutions, Equation (11) may
not be applicable. A solution is to replace Kohlrausch’s law of the independent migration
of ions in Equation (11) with other models, e.g., the RS model. The accuracy of the measure-
ments can be further improved by the calibration of the parameter R in regression analysis
at different temperatures.

Supplementary Materials: The following supporting information can be downloaded at:
https:/ /www.mdpi.com/article/10.3390/ma18132996/s1, Figure S.1: Experimental setup which
is composed of a titration unit, a jacketed reactor, EIS measuring unit and a temperature control
unit. Figure S.2: Molality, mg ), and density, pxc;, for KCl aqueous solution, as function of molarity,
ckal- A, pxer; O, micp; —, Equation (S-14); .. ., Equation (S-15). Figure S.3: Molality, mn,0on, and
density, pnaon, for NaOH aqueous solution, as function of molarity, cnaomH- A, PNaOH; O MNaOH; —
Equation (5-11); ..., Equation (5-12). Figure S.4: Comparison of published conductivity data and
McCleskey’s model for KCl aqueous solution at: —, 278.15 K; - - -, 293.15 K; and ——, 308.15 K.
[0, measured data at 278.15 K [12]; +, measured at 278.15 K [49]; A, measured at 293.15 K [12]; O,
measured at 293.15 K [8]; O, measured at 308.15 K [12]; x, measured at 308.15 K [8]; x, at 308.15 K.
Figure S.5: Calibration with KCl solution at 277.65 K. [J, measured conductivity with C = 1.055 cm ™!
(R% = 0.9998). —, Equation (11). O refers to cell constant calculated by ratio between the conductivity
calculated from Equation (11) and directly measured value. Figure S.6: Calibration with KCI solution
at 293.55 K. [, measured conductivity with C = 1.055 em 1 (R? = 0.9999). —, Equation (11). O refers
to cell constant calculated by ratio between the conductivity calculated from Equation (11) and directly
measured value. Figure S.7: Calibration with KCI solution at 308.45 K. U, measured conductivity
with C = 1.055 cm 1 (R% = 0.9972). —, Equation (11). O refers to cell constant calculated by ratio
between the conductivity calculated from Equation (11) and directly measured value. Figure S.8:
Evaluation of cell constant, C, with the coefficient of determination, R2. ..., 277.65 K; —, 293.55 K;
---, 308.45 K. Figure S.9: Verification of calibrated McCleskey’s conductivity model for NaOH with
conductivities measured at 277.65 K (a), 282.55 K (b), 287.55 K (c), 293.55 K (d), 298.55 K (e), 303.45 K
(f) and 308.15 K (g). x, measured conductivities; Equation (11). Figure S.10: R dependence of mean
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square variance, MSV, of the equivalent conductivity of [SIO(OH);]” and [SiO, (OH)2]27 ions of
group SO at 298.55 K. Figure S.11: R dependence of averaged mean square variance, (MSV) and MSV
of the maximum deviation (dev) of the equivalent conductivity of [SIO(OH),] ™ and [S$iO,(OH),]*~
ions of group S1 to S6. Figure S.12: Conductivity of water saturated with atmospheric CO, at
different temperatures. Table S.1: Reported diffusion coefficient (D;) and equivalent conductivity
(A;) of silicate species in aqueous solution. Table S.2: Thermophysical properties of pure water at
temperature range of 273.16 K to 313.15 K. Table S.3: Values of b+, and a for calculation in different
background solutions. Table S.4: Standard (partial molal) thermodynamic properties and equation
of state parameters of aqueous species at 298.15 K, 1 bar used in GEMS3 calculations. Table S.5:
Composition, measured conductivities, and uncertainties of KCl solutions at 277.65 K, 293.55 K, and
308.45 K. Table S.6: Concentrative properties (molality, molarity, density) of KCl, NaOH aqueous
solutions at 293.15 K. Table S.7: Composition, measured conductivities, and uncertainties of NaOH
solutions at 277.65 K, 282.55 K, 287.55 K, 293.55 K, 298.55 K, 303.45 K and 308.15 K. Table S.8: Compo-
sition and measured conductivity of Na,CO3; + NaOH solutions at 277.65 K, 282.55 K, 293.55 K, and
308.45 K. Table S.9: Uncertainties of the composition and measured conductivity of NayCO3 + NaOH
solutions at 277.65 K, 282.55 K, 293.55 K, and 308.45 K. Table S.10: Composition and measured
conductivity of NaOH-Na,SiO3-H,O solutions at 277.85 K, 282.65 K, 287.65 K,293.65 K, 298.55 K,
303.45 K, and 308.45 K. Table S.11: Uncertainties of the composition and measured conductivity of
NaOH — Na,SiO3 — HpO solutions at 277.85 K, 282.65 K, 287.65 K,293.65 K, 298.55 K, 303.45 K, and
308.45 K. References [8,11-17,28,29,40,49,61,64—-69] have been cited in the Supplementary Materials.

Author Contributions: Conceptualization, K.Y.; Formal analysis, K.Y.; Funding acquisition, G.D.S;
Investigation, K.Y.; Methodology, K.Y.; Project administration, G.D.S.; Supervision, G.Y. and G.D.S,;
Writing—original draft, K.Y.; Writing—review and editing, G.Y. and G.D.S. All authors have read
and agreed to the published version of the manuscript.

Funding: This research was funded by European Research Council (ERC) (grant number 693755).
Institutional Review Board Statement: Not applicable.
Informed Consent Statement: Not applicable.

Data Availability Statement: The original contributions presented in this study are included in the
article/Supplementary Materials. Further inquiries can be directed to the corresponding author.

Conflicts of Interest: The authors declare no conflicts interest.

References

1. Shivaprasad, K.N.; Yang, H.-M.; Singh, J.K. A path to carbon neutrality in construction: An overview of recent progress in
recycled cement usage. J. CO, Util. 2024, 83, 102816. [CrossRef]

2. Scrivener, K.; Ouzia, A ; Juilland, P.; Kunhi Mohamed, A. Advances in understanding cement hydration mechanisms. Cem. Concr.
Res. 2019, 124, 105823. [CrossRef]

3. Pustovgar, E.; Sangodkar, R.P; Andreev, A.S.; Palacios, M.; Chmelka, B.F,; Flatt, R.J.; d’Espinose de Lacaillerie, J.-B. Understanding
silicate hydration from quantitative analyses of hydrating tricalcium silicates. Nat. Commun. 2016, 7, 10952. [CrossRef]

4. Li, Y; Pan, H; Li, Z. Ab initio metadynamics simulations on the formation of calcium silicate aqua complexes prior to the
nuleation of calcium silicate hydrate. Cem. Concr. Res. 2022, 156, 106767. [CrossRef]

5. Bellmann, F; Damidot, D.; Moser, B.; Skibsted, J. Improved evidence for the existence of an intermediate phase during hydration
of tricalcium silicate. Cem. Concr. Res. 2010, 40, 875-884. [CrossRef]

6. Yang, K; White, C.E. Modeling of aqueous species interaction energies prior to nucleation in cement-based gel systems.
Cem. Concr. Res. 2021, 139, 106266. [CrossRef]

7. Lian, X,; Peng, Z.-H.; Shen, L.-T.; Qi, T.-G.; Zhou, Q.-S.; Li, X.-B.; Liu, G.-H. Properties of low-modulus sodium silicate solution in
alkali system. Trans. Nonferrous Met. Soc. China 2021, 31, 3918-3928. [CrossRef]

8. Zaytsev, 1.D.; Aseev, G.G. Properties of Aqueous Solutions of Electrolytes; CRC Press: Boca Raton, FL, USA, 1992.

9.  Harman, R.W. Aqueous Solutions of Sodium Silicates. I. J. Phys. Chem. 1925, 29, 1155-1168. [CrossRef]

10. Ukihashi, H. Study on the Electric Conductivity of Sodium Silicate Aqueous Solution. I. Bull. Chem. Soc. Jpn. 1956, 29, 537-541.

[CrossRef]


https://doi.org/10.1016/j.jcou.2024.102816
https://doi.org/10.1016/j.cemconres.2019.105823
https://doi.org/10.1038/ncomms10952
https://doi.org/10.1016/j.cemconres.2022.106767
https://doi.org/10.1016/j.cemconres.2010.02.007
https://doi.org/10.1016/j.cemconres.2020.106266
https://doi.org/10.1016/S1003-6326(21)65774-6
https://doi.org/10.1021/j150255a014
https://doi.org/10.1246/bcsj.29.537

Materials 2025, 18, 2996 20 of 22

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.

Lothenbach, B.; Kulik, D.A.; Matschei, T.; Balonis, M.; Baquerizo, L.; Dilnesa, B.; Miron, G.D.; Myers, R.J. Cemdatal8: A chemical
thermodynamic database for hydrated Portland cements and alkali-activated materials. Cem. Concr. Res. 2019, 115, 472-506.
[CrossRef]

Rumble, J.R.; Bruno, T.J.; Doa, M.J. CRC Handbook of Chemistry and Physics: A Ready-Reference Book of Chemical and Physical Data;
CRC Press: Boca Raton, FL, USA, 2021.

Zeebe, R.E. On the molecular diffusion coefficients of dissolved CO,, HCO3~, and CO32~ and their dependence on isotopic mass.
Geochim. Cosmochim. Acta 2011, 75, 2483-2498. [CrossRef]

Rebreanu, L.; Vanderborght, J.-P.; Chou, L. The diffusion coefficient of dissolved silica revisited. Mar. Chem. 2008, 112, 230-233.
[CrossRef]

Yokoyama, T. Diffusivity of dissolved silica in rock pore water at 25 °C as characterized by through-diffusion experiments.
Water Resour. Res. 2013, 49, 8299-8309. [CrossRef]

Qiu, X.; Chen, J.; Ye, G.; De Schutter, G. A 3D reactive transport model for simulation of the chemical reaction process of ASR at
microscale. Cem. Concr. Res. 2022, 151, 106640. [CrossRef]

Huang, H. Thermodynamics of Autogenous Self-Healing in Cementitious Materials. Ph.D. Thesis, Delft University of Technology,
Delft, The Netherlands, 2014.

Damidot, D.; Nonat, A.; Barret, P. Kinetics of Tricalcium Silicate Hydration in Diluted Suspensions by Microcalorimetric
Measurements. J. Am. Ceram. Soc. 1990, 73, 3319-3322. [CrossRef]

Damidot, D.; Nonat, A. C3S hydration in diluted and stirred suspensions: (I) study of the two kinetic steps. Adv. Cem. Res. 1994,
6,27-35. [CrossRef]

Damidot, D.; Nonat, A. C3S hydration in diluted and stirred suspension: (II) properties of C-S-H precipitated during the
two kinetic steps. Adv. Cem. Res. 1994, 6, 83-91. [CrossRef]

Damidot, D.; Nonat, A.; Barret, P.; Bertrandie, D.; Zanni, H.; Rassem, R. C3S hydration in diluted and stirred suspenSlons: (III)
NMR study of C-S-H precipitated during the two kinetic steps. Adv. Cem. Res. 1995, 7, 1-8. [CrossRef]

Picker, A. Influence of Polymers on Nucleation and Assembly of Calcium Silicate Hydrates. Ph.D. Thesis, University of Konstanz,
Konstanz, Germany, 2013.

Mills, R.; Lobo, V.M.M. Self-Diffusion in Electrolyte Solutions: A Critical Examination of Data Compiled from the Literature; Elsevier:
Amsterdam, The Netherlands, 1989.

Wiegand, C. Specification for 1.06392.0000 Sodium Carbonate Anhydrous for Analysis EMSURE® ISO. Available online: https:
/ /www.sigmaaldrich.com/BE/en/specification-sheet/SPEC /MDA /CHEM /1.06392 /1063920000 (accessed on 13 September 2019).
ISO 1692:1976; Sodium and Potassium Silicates for Industrial Use—Determination of Total Alkalinity—Titrimetric Method.
International Organization for Standardization: Geneva, Switzerland, 1976.

ISO 1690:1976; Sodium and Potassium Silicates for Industrial Use—Determination of Silica Content—Gravimetric Method by
Insolubilization. International Organization for Standardization: Geneva, Switzerland, 1976.

Item Number: 1.09137 Sodium Hydroxide Volumetric Solution. Available online: https://www.sigmaaldrich.com/deepweb/
assets/sigmaaldrich /product/documents/386/648/109137dat.pdf (accessed on 13 March 2021).

Taylor, B.N.; Kuyatt, C.E. Guidelines for Evaluating and Expressing the Uncertainty of NIST Measurement Results; US Department of
Commerce, Technology Administration, National Institute of Standards and Technology: Gaithersburg, MD, USA, 1994.

Kulik, D.; Wagner, T. Part 4. Calculation of Activity Coefficients in Built-In TSolMod Library Functions of the GEM-Selektor Code.
In 4. GEMS TSolMod Built-In Activity Models v.3.2. Available online: https://gems.web.psi.ch/TSolMod/doc/pdf/Activity-
Coeffs.pdf (accessed on 13 March 2021).

Macca, C. The current usage of selectivity coefficients for the characterization of ion-selective electrodes: A critical survey of the
2000/2001 literature. Electroanalysis 2003, 15, 997-1010. [CrossRef]

Patrick, J.; Emmanuel, G. Hindered Calcium Hydroxide Nucleation and Growth as Mechanism Responsible for Tricalcium Silicate
Retardation in Presence of Sucrose. ACI Symp. Publ. 2019, 329, 143-154.

Krautwurst, N. Nucleation of Calcium Silicate Hydrate in Aqueous Solution and the Influence of Biomolecules on Cement
Hydration. Ph.D. Thesis, Johannes Gutenberg-Universitdt Mainz, Mainz, Germany, 2017.

Goward, G.R. Standard Operating Procedure: Gamry Potentiostat; McMaster University: Hamilton, ON, Canada, 2018.

Robinson, R.A.; Stokes, R.H. Electrolyte Solutions; Dover Publications: Mineola, NY, USA, 2002.

Boroujeni, S.N.; Maribo-Mogensen, B.; Liang, X.D.; Kontogeorgis, G.M. Novel Model for Predicting the Electrical Conductivity of
Multisalt Electrolyte Solutions. J. Phys. Chem. B 2024, 128, 536-550. [CrossRef] [PubMed]

Boroujeni, S.N.; Maribo-Mogensen, B.; Liang, X.D.; Kontogeorgis, G.M. New Electrical Conductivity Model for Electrolyte
Solutions Based on the Debye-Huckel-Onsager Theory. J. Phys. Chem. B 2023, 127, 9954-9975. [CrossRef] [PubMed]
Kohlrausch, F. Ueber Concentrations-Verschiebungen durch Electrolyse im Inneren von Losungen und Losungsgemischen.
Ann. Phys. 1897, 298, 209-239. [CrossRef]

Atkins, P; Paula, J.d. Physical Chemistry; W.H. Freeman and Company: New York, NY, USA, 2010.


https://doi.org/10.1016/j.cemconres.2018.04.018
https://doi.org/10.1016/j.gca.2011.02.010
https://doi.org/10.1016/j.marchem.2008.08.004
https://doi.org/10.1002/2013WR013794
https://doi.org/10.1016/j.cemconres.2021.106640
https://doi.org/10.1111/j.1151-2916.1990.tb06455.x
https://doi.org/10.1680/adcr.1994.6.21.27
https://doi.org/10.1680/adcr.1994.6.22.83
https://doi.org/10.1680/adcr.1995.7.25.1
https://www.sigmaaldrich.com/BE/en/specification-sheet/SPEC/MDA/CHEM/1.06392/1063920000
https://www.sigmaaldrich.com/BE/en/specification-sheet/SPEC/MDA/CHEM/1.06392/1063920000
https://www.sigmaaldrich.com/deepweb/assets/sigmaaldrich/product/documents/386/648/109137dat.pdf
https://www.sigmaaldrich.com/deepweb/assets/sigmaaldrich/product/documents/386/648/109137dat.pdf
https://gems.web.psi.ch/TSolMod/doc/pdf/Activity-Coeffs.pdf
https://gems.web.psi.ch/TSolMod/doc/pdf/Activity-Coeffs.pdf
https://doi.org/10.1002/elan.200390129
https://doi.org/10.1021/acs.jpcb.3c05718
https://www.ncbi.nlm.nih.gov/pubmed/38175818
https://doi.org/10.1021/acs.jpcb.3c03381
https://www.ncbi.nlm.nih.gov/pubmed/37948739
https://doi.org/10.1002/andp.18972981002

Materials 2025, 18, 2996 21 of 22

39.

40.

41.

42.

43.

44.

45.

46.

47.

48.

49.

50.

51.

52.

53.

54.

55.

56.

57.

58.

59.

60.

61.
62.

63.
64.
65.
66.

67.

Law, J.; Rennie, R. A Dictionary of Chemistry; Oxford University Press: Oxford, UK, 2020.

Rumble, ].R. CRC Handbook of Chemistry and Physics; CRC Press: Boca Raton, FL, USA, 2017.

Stokes, R.H. The Electrophoretic Corrections to the Diffusion Coefficient of an Electrolyte Solution. J. Am. Chem. Soc. 1953,
75,4563-4566. [CrossRef]

Robinson, R.A; Stokes, R.H. The Variation of Equivalent Conductance with Concentration and Temperature. J. Am. Chem. Soc.
1954, 76, 1991-1994. [CrossRef]

Woo, A.L.-W. Conductance Studies of Concentrated Solutions of Sodium Hydroxide and Potassium Hydroxide Electrolytes.
Master’s Thesis, South Dakota State University, Brookings, SD, USA, 1968.

Quint, J.; Viallard, A. The relaxation field for the general case of electrolyte mixtures. J. Solut. Chem. 1978, 7, 137-153. [CrossRef]
Vink, H. Electrolytic conductivity of mixed electrolyte solutions. Berichte Bunsenges. Phys. Chem. 1994, 98, 1039-1045. [CrossRef]
Lee, W.H.; Wheaton, R.J. Conductance of symmetrical, unsymmetrical and mixed electrolytes. Part 1.—Relaxation terms. J. Chem.
Soc. Faraday Trans. 2 Mol. Chem. Phys. 1978, 74, 743-766. [CrossRef]

Lee, W.H.; Wheaton, R.J. Conductance of symmetrical, unsymmetrical and mixed electrolytes. Part 2.—Hydrodynamic terms and
complete conductance equation. J. Chem. Soc. Faraday Trans. 2 Mol. Chem. Phys. 1978, 74, 1456-1482. [CrossRef]

McCleskey, R.B.; Nordstrom, D.K.; Ryan, J.N. Comparison of electrical conductivity calculation methods for natural waters.
Limnol. Oceanogr. Methods 2012, 10, 952-967. [CrossRef]

McCleskey, R.B. Electrical Conductivity of Electrolytes Found In Natural Waters from (5 to 90) °C. J. Chem. Eng. Data 2011,
56, 317-327. [CrossRef]

Krautwurst, N.; Nicoleau, L.; Dietzsch, M.; Lieberwirth, I.; Labbez, C.; Fernandez-Martinez, A.; Van Driessche, A.E.S.; Barton, B.;
Leukel, S.; Tremel, W. Two-Step Nucleation Process of Calcium Silicate Hydrate, the Nanobrick of Cement. Chem. Mater. 2018,
30, 2895-2904. [CrossRef]

Patrick, J.; Emmanuel, G. Impact of sucrose on dissolution and nucleation. In Proceedings of the the 14th International Congress
on the Chemistry of Cement, Beijing, China, 13—-16 October 2015.

DeWane, H.J.; Hamer, W.]. Electrochemical Data Part X. In Electrolytic Conductivity of Aqueous Solutions of the Alkali Metal Hydroxides;
National Bureau of Standards Report; NASA: Washington, DC, USA, 1968.

Marsh, K.; Stokes, R. The conductance of dilute aqueous sodium hydroxide solutions from 15° to 75°. Aust. ]. Chem. 1964,
17,740-749. [CrossRef]

Wishaw, B.F; Stokes, R.H. The Diffusion Coefficients and Conductances of Some Concentrated Electrolyte Solutions at 25°. ]. Am.
Chem. Soc. 1954, 76, 2065-2071. [CrossRef]

Table of Diffusion Coefficients. 2020. Available online: https:/ /www.aqion.de/site/diffusion-coefficients (accessed on 5 December
2020).

Johnston, J. The Change of the Equivalent Conductance of Ions with the Temperature. J. Am. Chem. Soc. 1909, 31, 1010-1020.
[CrossRef]

Light, T.S.; Licht, S.L. Conductivity and resistivity of water from the melting to critical point. Anal. Chem. 1987, 59, 2327-2330.
[CrossRef]

Light, T.S.; Licht, S.; Bevilacqua, A.C.; Morash, K.R. The Fundamental Conductivity and Resistivity of Water. Electrochem. Solid-
State Lett. 2005, 8, E16. [CrossRef]

Vlaev, L.; Tavlieva, M.; Barthel, J]. Temperature and Concentration Dependences of the Electrical Conductance, Diffuson and
Kinetic Parameters of Sodium Selenite Solutions in Ordinary and Heavy Water. J. Solut. Chem. 2007, 36, 447-465. [CrossRef]
Kalugin, O.N.; Agieienko, V.N.; Otroshko, N.A.; Moroz, V.V. Ionic association and solvation in solutions of magnesium and nickel
perchlorates in acetonitrile. Russ. J. Phys. Chem. A 2009, 83, 231-237. [CrossRef]

Greenberg, S.A. The Nature of the Silicate Species in Sodium Silicate Solutions. J. Am. Chem. Soc. 1958, 80, 6508-6511. [CrossRef]
Kunihiko, K.; Takusei, H. The Self-diffusion Coefficients of Carbon Dioxide, Hydrogen Carbonate Ions and Carbonate Ions in
Aqueous Solutions. Bull. Chem. Soc. [pn. 1963, 36, 1372.

Gebauer, D.; Volkel, A.; Colfen, H. Stable Prenucleation Calcium Carbonate Clusters. Science 2008, 322, 1819-1822. [CrossRef]
Applin, K.R. The diffusion of dissolved silica in dilute aqueous solution. Geochim. Cosmochim. Acta 1987, 51, 2147-2151. [CrossRef]
Fanning, K.A.; Pilson, M.E.Q. The diffusion of dissolved silica out of deep-sea sediments. |. Geophys. Res. 1974, 79, 1293-1297.
[CrossRef]

House, W.A_; Denison, FH.; Warwick, M.S.; Zhmud, B.V. Dissolution of silica and the development of concentration profiles in
freshwater sediments. Appl. Geochem. 2000, 15, 425-438. [CrossRef]

Shock, E.L.; Sassani, D.C.; Wills, M.; Sverjensky, D.A. Inorganic species in geologic fluids: Correlations among standard molal
thermodynamic properties of aqueous ions and hydroxide complexes. Geochim. Cosmochim. Acta 1997, 61, 907-950. [CrossRef]
[PubMed]


https://doi.org/10.1021/ja01114a052
https://doi.org/10.1021/ja01636a087
https://doi.org/10.1007/BF00650522
https://doi.org/10.1002/bbpc.19940980808
https://doi.org/10.1039/F29787400743
https://doi.org/10.1039/F29787401456
https://doi.org/10.4319/lom.2012.10.952
https://doi.org/10.1021/je101012n
https://doi.org/10.1021/acs.chemmater.7b04245
https://doi.org/10.1071/CH9640740
https://doi.org/10.1021/ja01637a011
https://www.aqion.de/site/diffusion-coefficients
https://doi.org/10.1021/ja01939a003
https://doi.org/10.1021/ac00146a003
https://doi.org/10.1149/1.1836121
https://doi.org/10.1007/s10953-007-9125-6
https://doi.org/10.1134/S0036024409020150
https://doi.org/10.1021/ja01557a011
https://doi.org/10.1126/science.1164271
https://doi.org/10.1016/0016-7037(87)90263-8
https://doi.org/10.1029/JC079i009p01293
https://doi.org/10.1016/S0883-2927(99)00065-7
https://doi.org/10.1016/S0016-7037(96)00339-0
https://www.ncbi.nlm.nih.gov/pubmed/11541225

Materials 2025, 18, 2996 22 of 22

68. Sverjensky, D.A,; Shock, E.L.; Helgeson, H.C. Prediction of the thermodynamic properties of aqueous metal complexes to 1000 °C
and 5 kb. Geochim. Cosmochim. Acta 1997, 61, 1359-1412. [CrossRef] [PubMed]

69. Possolo, A.; Hibbert, D.B.; Stohner, J.; Bodnar, O.; Meija, J. A brief guide to measurement uncertainty (IUPAC Technical Report).
Pure Appl. Chem. 2024, 96, 113-134. [CrossRef]

Disclaimer/Publisher’s Note: The statements, opinions and data contained in all publications are solely those of the individual
author(s) and contributor(s) and not of MDPI and/or the editor(s). MDPI and/or the editor(s) disclaim responsibility for any injury to
people or property resulting from any ideas, methods, instructions or products referred to in the content.


https://doi.org/10.1016/S0016-7037(97)00009-4
https://www.ncbi.nlm.nih.gov/pubmed/11541435
https://doi.org/10.1515/pac-2022-1203

	Introduction 
	Materials and Methods 
	Materials 
	Conductivity Measurements 
	Data Processing 

	Conductivity Models 
	Results and Discussion 
	Validation of the Conductivity Model for NaOH Solution 
	Validation of the Conductivity Model with NaOH - Na2CO3 - H2O  Electrolytes 
	Calculation of [SiO(OH)3]-  and 1/2 [SiO2(OH)2]2 -  from Conductivities of NaOH - Na2SiO3 - H2O  Solutions 

	Error Analysis 
	The Regression Analysis 
	Experimental Error 
	Limitation of the Superposition of Conductivity Model for Mixed Electrolytes 

	Conclusions 
	References

