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Preface

In chemistry, titration (a.k.a. titrimetry) is a common laboratory technique used for the de-
termination of the unknown concentration of an analyte. Because of its versatility, the appli-
cation of various forms of titration can affect nearly all aspects of society. This book is
specifically aimed at broadening and deepening the theory and applications of titration. It
contains six chapters being organized into three main sections: Volumetric Titration, Isother-
mal Titration Calorimetry, and Titrimetric Principles in Electrolytic Systems. Each chapter
has been well written by internationally renowned experts in the field of chemistry, with
mathematical expressions and illustrative examples selectively and logically presented. It is
highly recommended for postgraduate students and scientists alike.

Vu Dang Hoang,

Department of Analytical Chemistry and Toxicology,
Hanoi University of Pharmacy,

Hanoi, Vietnam
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Chapter 1

The Conditions Needed for a Buffer to Set the pH in a
System

Norma Rodriguez-Laguna,

Alberto Rojas-Hernandez, Maria T. Ramirez-Silva,
Rosario Moya-Hernandez,

Rodolfo Gémez-Balderas and

Mario A. Romero-Romo

Additional information is available at the end of the chapter
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Abstract

It is a known fact that buffer systems are widely used in industry and diverse laboratories
to maintain the pH of a system within desired limits, occasionally narrow. Hence, the aim
of the present work is to study the buffer capacity and buffer efficacy in order to determine
the useful conditions to impose the pH on a given system. This study is based on the
electroneutrality and component balance equations for a mixture of protons polyreceptors.
The added volume equations are established, V, for strong acids or bases, as well as the
buffer capacity equations with dilution effect, B4;;, and the buffer efficacy, ¢, considering that
the analyte contains a mixture of the species of the same polyacid system or various
polyacid systems. The ¢ index is introduced to define the performance of a buffer solution
and find out for certain, whether the buffer is adequate to set the pH of a system, given the
proper conditions and characteristics.

Keywords: buffer, buffer capacity, buffer efficacy, polyacid systems, electroneutrality
equation.

1. Introduction

Currently, there are studies that examine the progress of an acid-base titration for one or various
polydonor systems, extending sometimes this study to the theme of buffer capacity [1-16]. In the
scientific literature, there are algorithms and simulators to construct acid-base titration curves,
even considering a wide range of different mixtures of polydonor systems [17-20].

I m EC H © 2017 The Author(s). Licensee InTech. This chapter is distributed under the terms of the Creative Commons
Attribution License (http://creativecommons.org/licenses/by/3.0), which permits unrestricted use,
open science | open minds distribution, and reproduction in any medium, provided the original work is properly cited. [{cc) ExgNEN



4 Advances in Titration Techniques

The buffer solutions have a certain buffering capacity that is used to maintain constant the pH of
a system, having only a small uncertainty. The buffer capacity, p, has been defined as the quantity
of strong acid or strong base (in the buffer solution) that gives rise to a change of one pH unit in
1 L of solution, as an intensive property of the system [15]. This involves using directly the
concentration of either a strong base or an acid in the buffer solution, without considering the
dilution effect, as King and Kester [2], Segurado [3], Urbansky and Schock [4], De Levie [8] did,
among others. Urbansky and Schock also mentioned the use of concentration to simplify the
maths. Nevertheless, the dilution effect on buffer capacity was first considered by Michatowski,
as Asuero and Michatowski have established in a thorough and holistic review [6].

The buffer capacity considering the effect of dilution, f4;, is defined as the added amount of
strong base or strong acid required to change in one unit the pH of an initial V,, volume of the
buffer solution formed by species of only one polydonor system [7]. By their definition, f§ is an
intensive property by considering the concentration, while f4; is an extensive property to
include the amount of substance.

A bulffer solution is used to impose the pH in a given system; generally speaking, the buffer is
added to a working system selected to impose a given pH, thus giving rise to a mixture
between both systems. It would be convenient to know the minimum concentration of the
buffer components in the mixture as well as the minimum volume that must be added in order
for it to fulfill its function. From the existing works in the literature, an evaluation of the buffer
performance was attempted, in general a  was provided, although up to now this problem
has not been dealt with quantitatively.

Figure 1 shows the scheme, in which a buffer solution is used to buffer the pH of a given system.
It is observed that a mixture of both systems exists: the buffer system (BS) and the original
system (OS). In general, it is necessary to define which would be the BS and the study system.

Vas
Buffer Mixture
System (BS) Original (mix):
System (OS) BS+OS
G £ Fo =V +¥os
Vs C =Cis +Cos'
i _ Cos Vos a_ Cos Ve
("';l‘, = |1.;;, Bs Cgs £= Oif 05

o a

Figure 1. Schematization of the manner, in which the pH is generally set in an original system (OS) with a buffer system
(BS). Cgg is the initial concentration of the buffer system before mixing, Vs is the volume of BS added to OS, C,g and Vg
are the initial concentration and initial volume of the original system before mixing, respectively; V, is the mixture volume

formed by the solutions with volumes Vg and Vg, Cyyy is the overall concentration of the mixture, Ca* is the buffer

mix

components’ concentration in the mixture; and Cg* is the original system’s solute concentration in the mixture.
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In many applications, it is convenient that the volume of the buffer solution that is added to the
system of interest be Vg < Vg, in order not to alter much the composition of the study system.

The present work extends the study of Bq; that is contained in a mixture of polydonor systems.
Moreover, a new concept is introduced, buffer efficacy (¢), as an index to estimate the perfor-
mance of a buffer. Finally, it is shown how these indexes allow the determination of the useful
conditions (minimum concentration and volume), for a buffer to enable imposing the pH in a
system of interest.

2. Theoretical background

2.1. Description of the components, species, equilibria, and fractions in a mixture of
polydonor systems

In order to evaluate the useful performance of a buffer to impose the pH in a given system, it is
necessary to establish the expressions of f or of Bg; that consider mixtures of various
polydonor systems.

Although Ref. [8] presented equations that describe the behavior of § for polydonor systems,
the nomenclature, which has shown in Ref. [7] to study s, is considered here to generalize its
equations for the case of buffer solutions of mixtures of different polydonor systems.

A polyprotic system [6, 7] can be represented as follows:

H,L" /.. /HLI9/ L /H", whereje{0,1,....a,...,n} (1)

H,L" is the polyprotic acid (weak acid in general), L"" is the base of the system, and the
neutral species is H,L; H" is the exchanged particle in the reaction, 7 is the number of protons
of the polyprotic acid, a— is the charge of the base (expressed in elementary charge units).

The species that go from H(,,_l)L(”_“) up to HL®" are the system’s formal ampholytes.

The global formation equilibria of the species of a polydonor system are represented according
to Eq. (2).

HLO™)

L JHT @)
whereje{0,1,...,q,..., n}

L +H" 2 HLI™  with g =

By definition 8, = 1.

When there is a mixture of ¢ polydonor systems in aqueous solution with (c + 1) components, a
general representation of the set of polyprotic systems is given as:

H,, (L") /L H, (L) /(L /H 3)

whereke({1,2,..., ¢}, j€l0, 1,.., ag,..., ni).

5



6 Advances in Titration Techniques

H,, (Lk)™~* is the polyprotic acid of the kth polydonor system, (Lk)*~ is its polybase, 1y is
the number of protons of the kth polyprotic acid, and 4y is the charge of the kth polybase. The

species that go from Hy,, ) (Lk)" %Y up to H (Lk)" ) are the system’s ampholytes.

A representation of the kth polydonor system’s global formation equilibria in a mixture is
given as:

(LK) )

W T ?

(L™ +j,H" =2 H; (L™ with B, =
where k € {1, ) €10, 1., ag.., g

Also, in this case ﬁok = 1 needs to be considered.

It can be demonstrated that the molar fraction to describe each of the c distributions of the
species of each of the polydonor systems in the mixture with respect to H is given by Eq. (5):

[H'k (Lk)(jruk)] , [H+]fk
fjk == (LKl ©

Zﬁ]k H+

=0

whereke{l,2,...,¢c},j, €10, 1,.., ap..., ).

where [Lk]r is the total concentration of the kth component in the mixture. As can be observed,
the molar fractions only depend on pH and on the equilibrium constants {3; .

2.2. Description of the mixture to be titrated

There are N solutions, each containing one H; (Lk) G=e) species in a Cy;, molar concentration,
assuming a volume V,; is taken from each solution to form only one mixture with an overall

volume V,, then: N = Zk 1{2 } Zk ({me+1} and Vo —Zk 1{2”1{ U]k}

This mixture is titrated with a strong MOH base at C;, concentration or with a strong MX acid
at C, concentration, measuring the pH.

Each species has associated countercations or counteranions (M7 * or Z% ~) depending on
whether (ji-a;) they are negative or positive, which lack the acid-base properties.

2.3. Expressions for the titration plots of polydonor systems mixtures

Although Asuero and Michatowski [6] and De Levie [9] have presented some mathematical
representations of added volume as a function of pH for these systems, we have preferred to
follow the same procedure and notation used to deduce the added volume equations, pro-
posed by Rojas-Hernandez et al. [7]. Then, for the case of the mixtures of species of various
polydonor systems, the following expressions can be deduced:
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The added volume expression for a strong base, V, is

zC: {i {(]k - ak)(VO]kCO]k)}

03

> (V,Coi) i{(]k_akf }}} Vo([H'] - [OH )

k=1 | ji=0 Jk=0 k=0

Cp + [H'] - [OH]

Vy =

(6)

If one considers now that a strong acid is added to the mixture, then the V, expression becomes:

—Z {Z = a0V Col+ | SV G | | 3016 - a@f,ﬁ} } +V,([H'] ~ [OH )
=0 7=0 j=0
Ve T [OF]

7)

Egs. (6) and (7), [OH ] =

protolysis equilibrium.

As can be observed, the added volume equations obtained for a strong base or a strong acid
bear the same mathematical form. It is relevant to note which comes from the component’s
balance of each polyprotic system must be independently added, thus giving rise to the double
summations appearing in Egs. (6) and (7).

When ¢ = 1 hence giving k = 1, the equations are the same as those shown in reference [7], to
determine the volume that is added to a strong base and a strong acid (V}, and V,, respectively)
in a system formed by species of the same polydonor system.

Egs. (6) and (7) are exact analytic solutions to obtain titration plots pH = f(V) (estimating the
volume from the pH values). These equations also allow obtaining exact equations of dpH/dV,
hence the expressions for Bq4;; will be shown in the next section. fg; is the first index used to
explore quantitatively the application conditions for a buffer.

2.4. General expressions of dpH/dV;, and —dpH/dV,

Egs. (6) and (7) are functions of the pH, thus it becomes possible to obtain analytic expressions for
their first derivatives (dV/dpH). With the reciprocals of the first derivatives, exact algebraic expres-
sions of the first derivative of the titration plot are obtained. This is to say dpH/dV}, and —dpH/dV,,,
which are used to detect the volumes at the titration points when the reactions are quantitative.

Extending the expressions for dpH/dV;, and —dpH/dV, considering a mixture of the species of
various polydonor systems, the expressions obtained are as follows:

dpH Cp 4 107PH — 1oPH-PKe .
dVb a Nk ( )
ey ( S0, [z fis, 35 }}])
k=1 j=0 ji=0 1=0

+2.303(V,+V,)[107PH 4 10PHPKw)
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dpH _ C, — 107PH 4 1pPHPKe .
Tav, " ©)
. 3032 ( Z VojkCojk):| [Z {]kf]kz [(lk Jfi }}})
k=0 Jx=0 ik

+2.303(V0+Vh)[10 PH 1 gPH-PKe)

whereke (1,2, ..., ¢}, i€{0,1,.., myand jr € {0, 1, ..., a ..., ml.

Equally, if c =1 and k =1, Egs. (8) and (9) are the same as those shown in Ref. [7] to determine
dpH/dV,, and —dpH/dV, for a mixture of the species of only one polydonor system.

2.5. General expressions of f4:1

In order to determine the buffer capacity considering the dilution, f4;, the derivative is applied
to the quantity of strong base or strong acid added as follows:

WG, Vs dViCa _ - Vs

g o= — =—-C, 1
IBdllb pH de or ﬁdlla de de ( 0)

where f;, and B, are units of quantity of substance. The analytic mathematical expressions

are shown in Egs. (11) and (12).
Z(Vojkco]k :| |:Z {]kf]kZ[ }] )
Jx=0 Jk=0 k=0

S (
2.303C,q k=1

+(Vy + V)[107PH 4 10PHPKe]

dVbe
11
ﬂchl,, PH Cb + 10—pH _ 1OpH—pKw ( )
c ",
S ([Swaca| [ S-ia)
2.303C, k=1 =0 Jk=0 =0
+(Vo + V) [107PH 4 10PH-PKe]
av,C,
L= — = 12
anll,, de C,— 107pH + 10pH*PKw ( )

Furthermore, it is worth noting that the different plots presented along this work were
constructed from spreadsheets done through Excel 2007 in Microsoft Office using the equa-
tions heretofore presented.

3. Some case studies

3.1. Application of expressions for the titration curves fitting experimental data of the
Britton-Robinson buffer

Figure 2 shows the pH = f(V},) and curve of dpH/dV}, = f(pH) retaking experimental data from
Lange’s Handbook of Chemistry [21] (markers ® and A, respectively). The experimental curve
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Leser 0.25
0.2
0.15

0.1

d(pHYd(V)/mL-!

0.05

V/mL

Figure 2. Titration of 100 mL of equimolar solution of Britton-Robinson 0.04 M ([AcO'] = [PO,'] = [BO;'] = Csg = 0.04 M)
with NaOH 0.2M. —represents the calculated curve of pH = £(V}), ® denotes the experimental curve of pH = {(V}), --—--
denotes the calculated curve of dpH/dV;, = f(V;,), and A denotes the experimental curve of ApH/AVb. The pK, values are
as follows: pK, = 4.66 for acetic acid [23]; pK,1 = 2.1 [24], pK,2 = 6.75 [25], and pK,; = 11.71 [26] for phosphoric acid; and
pK, = 9.15 for boric acid [27]. pK,, = 13.73 [28, 29].

dpH/dV}, was calculated as the finite differences quotient of the pH values and the volumes
measured during the titration (ApH/AV}) using the average volumes for each interval. Also
shown are the pH = f(V},) and dpH/dV, = f(pH) curves obtained using Egs. (6) and (7) (solid
and segmented lines, respectively) [22].

3.2. Effect of the quantity of a buffer solution on f4;

Intuitively, it is known that the performance of a buffer solution is better whenever a larger
volume is taken to set the pH. The § shown in the scientific literature [1-14, 20] does not
consider this feature, for which it is necessary to have an index that evaluates the effect of the
size of the buffer solution to impose the pH. For that purpose, the definition of f4; is used to
include in its mathematic expression, the term V,, as observed in Eqgs. (11) and (12). Subse-
quently, it is shown how fBg; takes this effect into account.

Figure 3 shows a series of B4; = f(pH) plots for a 1000 and 10 mL buffer solutions containing
the species H;PO, and H,PO, ™ at different concentrations of the PO, (PO4” = H3PO4/H,PO,~/
HPO,* /PO, /H™) system. In this case, these concentrations can be represented as

% = Cmix = Ce* because the buffer system is a mixture, in agreement with Figure 1. It is
necessary to underline that the axis fg; is log, just as Urbansky and Schok [4] do, in order to
compare Bq4; within an ample PO,” concentration range.

Figure 3a represents a larger buffer system than that represented in Figure 3b, because the initial
volumes were 1000 and 10 mL, respectively. As can be observed in Figure 3, f4; increases with
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(a) - (b)
1000 -
100 A B 101M) 10 1 pH
1 AA10°"M)
— 10 = ¢ N 4 8 10 14
g . Bul10°M) pH £ o1 \
E 2 N8 r'( 12 1w 2 o \ Ll 10-°M)
z 01 . N, i é \ N
~; 0.001 vl -
= 0.01 \;'?....[I""MJ " \ .
: Sy 00001 | A 10°M)
N e B 10°5M) ! N o-a
0.001 e ' ST~ g
0.00001 4 ot e
0.0001 - Baron

0.000001

Figure 3. Calculated plots of B4 = f(pH) of systems initially containing the H;PO, and H,PO, ™ at PO, species at overall
concentrations of 107!, 107, 107 and 107° M. The broken line represents the plot of Baim20) = f(pH) for water and its
basic and acid particles. C, = C,=0.5 M. pK,; = 2.1 [24], pK,» = 6.75 [25], and pK,; = 11.71 [26]. (a) V, = 1000 mL.
(b) V, =10 mL.

increasing quantity of the system (V,). Hence, f4u indicates well the expected behavior for a
buffer system: the pH in a system is better imposed when the buffer amount is larger.

Figure 3 also shows the plot for water, a0y = f(pH), titrated with strong base and strong
acid. It sets the lower limit given by this solvent and its acid and basic particles (broken line),
with respect to all aqueous solutions. Therefore, it is established that any solution, including
that of the same solvent, has certain f4;. It can be observed that the concentration diminution
of the PO," system provokes that f4; diminishes and the width of the pH interval also
decreases where the PO,’ system contributes more to f4;; than the solvent.

There is one minimum concentration of the buffer system (Cpsmin), sSmall enough, where the PO’
system almost does not contribute to g1, (Cpsmin = 107° M), so that the plot of B4y of the PO,
system can be discerned from the plot of it120). Just as a minimum concentration is shown
for the POy’ system; whenever there is an acid-base pair (HL/L) with pK, = 7.0, the Cggmin Will
be the same (10~° M). Although in other cases, when pK, < 7.0 or pK, > 7.0, it must be expected
that the Cgsmin be larger; this is to say, for pK, =5 or pK, =9, the Cggmin = 107> M and for pPKa
=3 or pK, = 11, the Cgpmin = 10> M.

3.3. Buffer efficacy (¢) of a buffer system

The previous section showed that the f4; has advantages over § in order to evaluate the buffer
performance. However, the shortcomings of this situation refer to S4;, which by definition is
the quantity of strong base or strong acid added to change by one unit the system’s pH, which
is a fairly large change. Therefore, it is necessary to define a new index having a smaller change
than ﬁdi]'

Following the idea proposed by Christian in his textbook [30], it is possible to approximate the
derivative by means of a finite difference quotient. Even when the pH change is acceptable for
a buffer system, it depends on the application or on the system to be considered, a ApH < 0.1 is
sufficiently small to comply with the approximation established through Eq. (13).
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d(\VC) A(VC
T (13)
Then
A(VC)=yyapH (14)

In this work, the buffer performance will be assessed considering a ApH = 0.1 [30]. The buffer
efficacy, ¢, is defined as the quantity of strong base or strong acid that provokes a pH change of
only one-tenth in a system. The expression of ¢ is as follows:

e = A(VC) =By ApH = 0.1y (15)

3.4. Application of &: buffer system’s concentration threshold

A buffer system is used to set the pH, therefore, it is necessary to know its useful conditions to
fulfill its function. Then, for the sake of a deeper understanding it is relevant to establish first a
limit to determine the moment in which the buffer system’s concentration sets pH conditions
over those of the water and of its acid and basic particles, just as those of the system of interest.

3.4.1. Imposing the pH of the buffer system over the water and its acid and basic particles

Because the system’s pH needs to be imposed, the efficacy of the system’s buffer, the buffer
(eBs) should be larger or at least equal to the efficacy of the buffer amplified ten times that of the
water, e19m,0) = 10€(1,0), not just the buffer efficacy of the water, &,0)s. In the present work, a
factor of 10 is considered sufficiently large to assess a buffer’s performance.

Figures 4a and b show the curves of ¢u,0) for V, = 1000 mL and V, = 10 mL of water,
respectively, titrated with a strong acid and a strong base at 1 M concentration (marker...).
Also, it is shown the plot of &1o1,0) (marker...), which will be considered as the limit where the
buffer concentration is useful to set the pH. It is also observed in Figures 4a and b that both
€(n,0) and €1gn,0) depend, as expected, on the quantity of the system.

Figure 4c and d shows, apart from the ¢ 11,0y and é10(11,0) plots, those of ¢gs of the NH,"/NH;
buffer solutions at different concentrations for systems with Vgs = V, = 1000 mL and Vs =V,
= 10 mL, respectively, as those shown in Figure 1. In order to establish the limit in which a
buffer works to set the pH, it is necessary to compare the ¢gs curve with that of the €10(H,0), SO
that compliance with eps > 19,0y can be verified.

In this case, the lowest NH,"/NH; buffer concentration falls to a point that almost equals the
€10(11,0) plot. Therefore, this concentration is termed as threshold buffer concentration (TCgs) with
a value of TCgs = 10~* M. It can also be seen from Figures 4c and d that TCgs does not depend
on the size of the system (V).

Then, whenever there is a buffer formed by an acid-base pair HL/L with pK, = 7.0 it must be
expected a greater TCgs, of approximately 10> M; when pK, = 5 or pK, = 9, the TCps will also
be approximately 10~* M; and for pKa = 3.0 or pK, = 11.0, the TCps = 1072 M.

11



12 Advances in Titration Techniques

(a) (b)

10000 . 100 -
1000 % 10 4
100 ) 1
T 104 T 01
£ . z
E 1 e v — » pH E om
~ . 1 .
y 2 e, 4 l 8 0] 12 14 .
@ 01 ] ? A0 @ ppol 4
0.01 4 0.0001 4
0.001 A 0.00001 4
0.0001 - 0.000001 |
Eqi.a
0.00001 - 0 0.0000001 -
(c) (d)
100
10000
% 10 4<%
1000 4%
1 ~ pll
100 14 P
= 01
s 10 £
E £ o001 4
E 1 - pH -
~ )
W H = 0001
001 4 0.0001
0.00001 -
0.001 . >
£(107 M) W enerm
0.0001 - £(10°M) 0.000001 - et T E0'M)
0.0000001 <

0.00001

Figure 4. Calculated plots of y,0) and éyo,0) for V, = 1000 mL and V;, = 10 mL of water and its acid and basic particles
(marker... and marker... , respectively). The eps curves of NH,"/NH; buffer solutions at different concentrations, [NH3 Jros =
Chg = Cmix = CoX: —107'M, ———107M, —10° M. G, = C, = 1 M. pK,, = 9.25[31]. (a) and (c) 1000 mL. (b) and (d) 10 mL.

Furthermore, in Figures 4c and d it can also be noted that the useful interval for the BS to set
the pH, when the Cg = Conix = Cia* = 107" M, is pK,, - 1 < pH < pK, + 1 [32]. Whereas for

Bs = Cmix = Cg‘six = 1072 M, the interval to set the pH is smaller because the ¢gs becomes
closer to €19H,0)-

When the ¢ps < €19(n,0) strong acid or strong base must be used also at adequate concentration
to set the pH. The strong base and strong acid in these extremes are used because the acid and
basic particles of the solvent contribute more to ¢ than the buffer system components.

Finally, from the analysis of the plots in Figure 4, it can be determined that the pH limits of the
buffer performance and the buffer system threshold concentration do not depend on the
system’s size.

3.4.2. Setting the buffer’s system pH over that of the original system

It is necessary to set new limits (of pH and buffer concentration) whenever there is a mixture of
the system of interest and the buffer system, because it is not sufficient to consider only the
water effect.

The pH of a given system (OS) is set upon adding a buffer system (BS), hence, the buffer

component concentration in the mixture (Cjs*) must be greater than the concentration of the
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solutes of the original system (CB2), because both systems have their own ¢, though how large
is it? (Figure 1).

An example of the use of ¢, to evaluate setting the pH to a 9.0 value at 100 mL (V5 ) of an
acetylacetone solution (acac') (OS), is given next, at 10> M concentration (Chg;), at different
NH,4"/NH; buffer concentrations in the mixture (Cjs*)

Figure 5a shows the ¢ of the acetylacetone solution (OS), stated in the previous paragraph (eos,
marker X x X x x), the buffer efficacy amplified 10 times that of the original system (£190s, marker ----),
also presenting the plot of ¢, (marker...).

Figure 5b shows, apart from the &,0) curve, those corresponding to eps for 100 mL of the
NH,"/NHj; system solution at different concentrations. The ¢ps magnitude depends on buffer’s
concentration and decreases until it reaches a TCgs, which is given when the ¢gs curve almost
becomes equal to that of &19,0)- In this case, TCps = 1074 M.

(b)
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Figure 5. Curves of ¢ = f(pH) for 100 mL solutions related to Figure 1. The line marked with ....in all cases represents the
buffer efficacy of water, ¢x,0), and its acid and basic particles. (a) Curves eos and e190s belong to an acac 10° M
(lacaclor = Cg = Cmix = CBY) solution in the absence of the buffer system (markers x x x x x and ----, respectively).
(b) Curves ¢gs belong to the NH,"/NH; buffer at different concentrations, [NH;'Jror = Cig = Crmix = ng": —1072 M,
———103%M, —10*M. (c) Curves ¢emix, €0s, and €100s belong to the solutions containing acac 107°M plus NH,"/NH;
107> M buffer, 107> M, and 10™* M in the mixture. 1: £0s, 2:Co5=10" M +Cie* = 10™* M, 3: Co& = 10> M +Ce* = 107> M,
deqp0s, and 5: CRX=10" M + Cpe* = 10> M. pK, = 9.0 for the system Hacac/acac™ and pK, = 9.25 for the NH,"/NH;
system [31]. C, = C, =02 M.
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In order to impose the pH of the original system, the buffer efficacy of the mixture (¢mix) should
be greater or, at least equal to €190s. Now, if the buffer is added to the original system to set the
pH, the enix has contributions of the original system and to the buffer system; thus, the buffer
does not always set the pH in the system as shown in Figure 5c. The curve 1 that represents a
€os is practically identical to the curve 2 that corresponds to a mixture of the original system,
with the buffer solution with concentration 10 times smaller than the solutes in the original
system: in these cases, the pH of the system depends only on the original system, because &mix =
€os. The curve 3 shows that the buffer with 107> M concentration does already contribute to
emix apart from the original system, but has not set the pH yet because ¢os < €mix < €100s.

Finally, Figure 5c depicts the curve 4 as corresponding to ¢190s, whereas the curve 5 represents
a emix corresponding to the buffer threshold concentration for the buffer system component of the
mixture, TC{S“SiX (whenever it is required to set the pH at a value of 9.0), for which enix = eps =
€100s, and therefore, there is an adequate buffer performance to set the pH of the system within
the 8.25 < pH < 10.0 interval. It must be noted that if it is required to set pH > 10.0 values, a
strong base must be used, apart from the buffer system. To the extent that emix >> €190s the
buffer performance to set the system pH becomes better. Approximately TCie* must be 10

times larger than CBs*. Therefore, it is established that
Cpe* > TCRe* = 10CEe (16)

Eq. (16) becomes specific whenever the original system is set to a pH = 9.0 when this system
bears one acid-base pair with pK, = 9.0 (Hacac/acac™) [31]. This example is the most difficult
case because this OS acid-base pair competes almost equally with the BS acid-base pair (NH, "/
NH;, pK, = 9.25) to set the system’s pH.

If the pK, of some species in the original system moves away from the pH value that is desired
to impose with the buffer system, the factor of 10 in Eq. (16) becomes smaller.

It must not be forgotten that the buffer system should have a conjugated acid-base pair with a
pK, value close to the pH that is desired to impose. As can be observed from Figure 5c¢, in this
case it is difficult that the buffer system imposes the pH to a 9.0 value because both systems (BS
and OS) have pK, values similar to that pH value. It is worth clarifying that the NH,"/NH,
buffer imposes more easily the pH to a 9.0 value to the extent that the pK, of the acid-base pair

mix

original system drifts apart from pH = 9.0; of the TCig* diminishes till it reaches a limit value
given by 19,0

Consider now the case that a pH 9.0 shall be imposed to the 100 mL (V) of the acetylacetone
solution (acac’) (OS), with a 107> M (Cls) concentration, using now the Britton-Robin-
son [12, 21] buffer at different concentrations. For this example, the €os, €100s, and ¢ m,0) are
the same as those presented in Figure 5a.

Figure 6a shows, apart from the curve of ¢(,0), the curves of eps for 100 mL solution of the
Britton-Robinson buffer at different concentrations. In this case, the Cig = Cmix = Cglsix dimin-
ishes till reaching a TCgs, having a value of TCgs = 1075 M because at this point the egs almost
equals the &19,0) curve.
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Figure 6. The curves ¢= f(pH) are for the 100 mL of the solutions related to Figure 1. The broken line in all cases
represents the buffer efficacy of the water, £,0), and its acid and basic particles. (a) Curves ps for equimolar Britton-

Robinson buffer solutions at different concentrations, [AcO'Iror = [PO4'Tror = [BO3'l10t = Cas=Cho*: —10 ' M, — ——
107°M, —10° M. (b) Curves émix, €0s, and €190s of solutions that contain 1073 M acac plus 1072M,10°M, and 10° M
Britton-Robinson’s buffer in the mixture. 1: £os, 2: [acac'] = CEX = 107> M + CoX = 107> M, 3: [acac’] = CBX = 107> M +
Cg‘si":lO’B’ M, 4: €190s, and 5: [acac'] = Cg‘é" =10°M+ Cg‘six =10"2M. The pK, values used in the model are as follows:
PKa = 9.0 for acac’ [31]; pK, = 4.66 for acetic acid [23]; pKa1 = 2.1 [24], pKa2 = 6.75 [25], and pK,3 = 11.71 [26] for
phosphoric acid; and pK, = 9.15 for boric acid [27]. pK,, = 13.73 [28, 29]. C;, = C, = 0.2 M.

As stated, the epix should be larger or at least equal to €190s. Once again, the buffer efficacy of the
mixture (emix) is contributed from both the acac’ system and the Britton-Robinson buffer; thus
the buffer does not always set the pH in the system as shown in Figure 6b. Curve 1 represents the
€os, that is practically equal to curve 2 corresponding to a mixture of the original system with
the buffer solution with a concentration 100 times smaller than the solutes in the original system:
in these cases, the system’s pH depends only on the original system, because emix = £os. Curve 3
shows that in the 4.5 < pH < 7.4 interval, the buffer with 10~ M concentration contributes more
to the emix than the original system, consequently, the buffer has the system’s capacity to set
the pH in this interval but not at pH = 9.0 as required in this example. Curve 3 also has another
region where both systems contribute almost the same as emix (7.4 <pH <10.7) and because €mix <
€100s, the buffer is not capable of fulfilling its function in this interval.

Figure 6b also shows curve 4 that corresponds to ejp0s and curve 5 that represents a emix
corresponding to a threshold concentration for the buffer system’s components in the mixture, TCha*
(when the pH to be imposed is 9.0), for which emix = €ps = €100s. At this same concentration,
the buffer system’s components show a good performance to impose the pH, not only at 9.0
but within the 3.8 < pH < 10.0 interval; which is large because it corresponds to a wide
spectrum buffer. Approximately TChs* must be 10 times larger than the C5e* as established by
Eq. (16), because the acid-base pair of the Britton-Robinson buffer is the H;BO3/H,BO;~ with a
pKa = 9.15 value. It must be underlined that if it is intended to impose the pH to other value

(pH < 8.1), the TCge* is smaller.

3.5. Application of &: threshold volume of the buffer system
The concentration of the buffer components in the mixture (Cje*) must be larger than the solute

mix

concentration in the system considered (Cgg') to set the pH of the system. However, it is also
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necessary to know the buffer minimum volume that must be added to the original system with
the aim of fulfilling its function (Figure 1). Next, an example is given to determine this
minimum volume on the acetylacetone case using Britton-Robinson buffer to impose pH 9.0
in the system.

If there are 100 mL of an acac (OS;) solution at 10~ M concentration ( Os1), and two buffer (BS,
y BS;) solutions with components 107" M ( Bs1) and 1 M (Clg2) concentration: which is the
minimum volume that should be added to each buffer solution to set a pH = 9.0 in the system?

Figure 7a shows that the €190g can be attained when 10 mL of the buffer solution with 107'M
(SB1) component concentration is added to the original system. Then, this minimum volume is
the threshold volume (TVzg1) for this specific buffer solution. If now, the buffer solution of 1 M
(SB,) component concentration is added to the system of interest, the threshold volume is
different, as shown in Figure 7b, under these conditions the TVpg> =1 mL.

The TV is related to TCRs* in the mixtures, with total volumes of 110 mL for the first case and

mix

101 mL for the second case, because in both cases TCgg™ are 10 times greater than the original

system’s solute concentrations in the mixture (C3%).

If now, a larger concentration of acac is used in the original system, for example 10~ M (Cg»),
it is necessary to use the more concentrated buffer to impose the pH, for example SB,, with 1 M
(Cs2) component concentration.

It is clear that if the original system solutes’ concentrations in the mixture (C3&) grow, the
TCpe* also grows, consequently TV s does it too.

Observing the equations shown in Figure 1, it is possible to demonstrate that the threshold
volume, TV, can be determined from the initial working conditions using Eq. (15)

ChaX> TCpa* =~ 10CH (19)
which can be rewritten as
OBS VBS > %S TVBS =10 CUOS VOS (17)
Vo =V, Vo

From Eq. (17), the following is obtained

0
BS

CosV.
Vg2 TVge = 10 <M> (18)
Figure 7c shows that the TVg is equal to 10 mL, even if it is a volume added to the buffer
solution with 1 M component concentration, because the original system is composed of 100
mL with 107> M solute concentration (C%g2). It can be proved that the TCyq fulfills the
condition of being 10 times larger than the original system’s solute concentration.
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Figure 7. The curves for = f(pH) for 100 mL of different solutions. The broken line in all cases represents the buffer efficacy
of water, £m,0), and its acid and basic particles. The curves of os and ¢€190s of acac solutions in the absence of the buffer
system (markers x X x x x and ---, respectively). (a) Curves eog and e190s containing 100 mL of the acac solution with a 107°M
solute concentration, curve emix containing the same acac solution as ¢os and different added volumes of the buffer
solution with a concentration Cgg = 0.1 M. Volumes added: —10 mL, ———1 mL and, 0.1 mL. (b) The curves eos and e190s
are the same that in (a), curves enix containing the same acac solution and different added volumes of the buffer solution with
Cgs=1M. Added volumes: —1 mL, —0.5 mL and —0.1 mL. (c) Curves eog and &190s containing 100 mL of a acac solution with
1072 M solute concentration, curves & containing 100 mL of the acac solution with a 1072 M solute concentration and
different volumes added to the buffer solution with Cys= 1 M. Added volumes: —10 mL, —5 mL and, — 1 mL.

Just like in the case of the threshold concentration (T g‘six) of Eq. (16), Eq. (18) also corresponds
to the most difficult case. The factor of 10 can be smaller to the extent that the pK, values of the

original system move away from the pH that is to be set.

4. Conclusions

A model has been proposed to study the buffer capacity with dilution effect, B4;, of mixtures of
various polydonor systems in aqueous solutions. From the model, exact algebraic expressions
were obtained that describe the buffer capacity with dilution.

Through the study of Bg; of solutions containing one or more polydonor systems with different
conditions and characteristics, it is concluded that f4; decreases when the total concentration
of the polydonor systems (or mixtures of polydonor systems) decreases, and conversely.
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When a polydonor system attains a very small concentration, this does not contributes practi-
cally to the buffer capacity, only the solvent’s acid and basic particles determine this property.
Then, it is stated that any solution, even the pure solvent, has a buffer capacity.

It is shown that the B4y depends on the size of the system, which is information that is not
considered in the § known and used in the common scientific literature.

A new index has been introduced, ¢, to measure the buffer efficacy of a buffer solution such
that the quantity added of strong base or strong acid causes a change of only one-tenth of a pH
unit instead of one unit as f4;.

From the construction of the different curves of ¢ = f(pH), it is possible to identify a buffer

threshold concentration in the mixture (TCEeY), which allows knowing the minimum buffer

concentration to set the desired pH of the system of interest. This concentration TChe* must be,
at least 10 times greater than that of the original system’s solutes in the mixture (TChe* = Cg)

in the most difficult case.

Similarly, the different curves of ¢ = f(pH) also allow determining the minimum volume
(buffer threshold volume, TVys) that must be added to the system of interest to set its pH

CosVos\ \ . .
TVps =10 —=— | in the most difficult case.
Ces
Acknowledgements

NR-L wants to acknowledge DGAPA-UNAM for a postdoctoral fellowship. The authors also
want to acknowledge for partial financial support from PRODEP-SEP through RedNIQAE and
CONACyT through 237997 project.

Author details

Norma Rodriguez-Laguna'?, Alberto Rojas-Hernandez'*, Marfa T. Ramirez-Silva’',
Rosario Moya-Hernéndezz, Rodolfo Gémez-Balderas? and Mario A. Romero-Romo®

*Address all correspondence to: suemi918@xanum.uam.mx

1 Departamento de Quimica, Universidad Auténoma Metropolitana-Iztapalapa, Area de
Quimica Analitica, México, DF, Mexico

2 Departamento de Materiales, Universidad Auténoma Metropolitana-Azcapotzalco, Area de
Ingenieria de Materiales, México, DF, Mexico

3 Facultad de Estudios Superiores-Cuautitlan, Universidad Nacional Auténoma de México,
Estado de México, Mexico



The Conditions Needed for a Buffer to Set the pH in a System
http://dx.doi.org/10.5772/intechopen.69003

References

[1]

(3]

[4]

[7]

(8]

[10]

[11]

[12]

[13]

Van-Slyke DD. On the measurement of buffer values and on the relationship of buffer
value to the dissociation constant of the buffer and the concentration and Reaction of the
buffer solution. The Journal of Biological Chemistry. 1922;52: 525-570

King DW, Kester DR. A general approach for calculating polyprotic acid speciation and
buffer capacity. Journal of Chemical Education. 1990;67:932-933. DOI: 10.1021/ed067p932

Segurado MAP. Extreme values in chemistry: Buffer capacity. The Chemical Educator.
2003;8:22-27

Urbansky ET, Schock MR. Understanding, deriving, and computing buffer capacity.
Journal of Chemical Education. 2000;77:1640-1644

Moya-Hernandez R, Rueda-Jackson JC, Ramirez MT, Vazquez GA, Havel ], Rojas-
Hernandez A. Statistical study of distribution diagrams for two-component systems:
Relationship of means and variances of the discrete variable distributions with average
ligand number and intrinsic buffer capacity. Journal of Chemical Education. 2002;79:389—
392

Asuero A, Michatowski T. Comprehensive formulation of titration curves for complex
acid-base systems and its analytical implications. Critical Reviews in Analytical Chemis-
try. 2011;41:151-187

Rojas-Hernandez A, Rodriguez-Laguna N, Ramirez-Silva MT, Moya-Hernandez R. Dis-
tribution diagrams and graphical methods to determine or to use the stoichiometric
coefficients of acid-base and complexation reactions. In: Innocenti A, editor. Stoichiome-
try and Research - The Importance of Quantity in Biomedicine. Rijeka: InTech; 2012. pp.
287-310

De Levie R. Explicit expressions of the general form of the titration curve in terms of
concentration. Journal of Chemical Education. 1993; 70:209-217

De Levie R. General expressions for acid-base titrations of arbitrary mixtures. Analytical
Chemistry. 1996;68:585-590

De Levie R. Ratio diagrams: A simple graphical representation of complicated equilibria.
Journal of Chemical Education. 1970;47:187-192

Chiriac V, Balea G. Buffer index and buffer capacity for a simple buffer solution. Journal
of Chemical Education. 1997;74:937-980

Asuero AG. Buffer capacity of a polyprotic acid: first derivate of the buffer capacity and
PK, values of single and overlapping equilibria. Critical Reviews in Analytical Chemistry.
2007;37:269-301

Janji¢ TJ, Pfendt LB, Pasulj MB. Two-phase buffer systems containing a sparingly soluble
diprotic acid as the solid phase. Monatshefte fiir Chemie, Chemical Monthly. 1984;115:
705-711



20 Advances in Titration Techniques

[14]

[15]

[16]

[17]
(18]

[19]

[20]

[21]

[22]

[23]

[24]

[25]

[26]

[27]

Fishtik I, Povar I. Buffer capacity in multiple chemical reaction systems involving solid
phases. Canadian Journal of Chemistry. 2006;84:1036-1044

Skoog AD, West DM, Holler JF, Crouch SR. Analytical Chemistry. Southbank: Thomson;
2004. p. 992

Hogfeldt E. Graphic Presentation of Equilibrium Data. Treatise on Analytical Chemistry.
In: Kolthoff IM, Elving PJ, editors. Part I, Vol II, Chap.15, New York: Interscience, 1984

Fleck GM. Equilibria in Solution. New York: Holt; 1966. p. 217

Gutz IGR. Simulator: CurTipot. Version 3.5.4, MS Excel. Instituto de Quimica de la
Universidad de Sao Paulo [Internet]. 2014. Available from: http://www?2.iq.usp.br/
docente/gutz/Curtipot_.html [Accessed: 03 March 2017]

Tarapcik P, Beinrohr E. Implementation of a Universal Algorithm for pH Calculation into
Spreadsheet and its Use in Teaching in Analytical Chemistry. Slovakia: Faculty of Chem-
ical and Food Technology STU; 2005

Efstathiou CE. Acid-Base Titration Curves. Department of Chemistry, University of Ath-
ens, Greece [Internet]. 2000. Available from: http://195.134.76.37/applets/AppletTitration/
Appl_Titration2.html [Accessed: 03 March 2017]

Dean GJA. Lange’s Handbook of Chemistry. Chapter 8. New York: McGraw-Hill; 1999.
pp. 8-113

Rodriguez-Laguna N. Contribuciones teéricas al concepto de capacidad buffer considerando
especies insolubles y especies polinucleares en el Sistema [thesis]. Iztapalapa, México, DF:
Universidad Auténoma Metropolitana; 2015

Barriada JL, Brandariz I, Sastre de Vicente ME. Acid-base equilibria of monocarboxylic
acids in various saline media: Analysis of data using Pitzer equations. Journal of Chem-
ical and Engineering. 2000;45:1173-1178

Turner DR, Correia-dosSantos MM, Coutinho P, Gongalves ML, Knox S. Rapid pK mea-
surements for multibasic weak acids by gradient flow injection titration. Analytica
Chimica Acta. 1992;258:259-267

Saha A, Saha N, Liang-Lian J, Zhao ], Fridrich G, Sajadi SAA, Song B, Sigel H. Stability of
metal ion complexes formed with methyl phosphate and hydrogen phosphate. Journal of
Biological Inorganic Chemistry. 1996,1:231-238

Martinez-Calatayud J, Campins-Falcé P, Micé-Albert R. Flow method for the titration of
weak acids or weak bases using linear titration plots. Analyst. 1987;112:1063-1066

Botello JC, Morales-Dominguez E, Dominguez JM, Gutiérrez A, Rojas-Hernandez A,
Ramirez-Silva MT. A new nuclear magnetic resonance algorithm to determine equilib-
rium constants of the species in the B(III)-H,O system. Spectrochimica Acta Part A.
2003;59:1477-1486



(28]

[29]

[30]
[31]
[32]

The Conditions Needed for a Buffer to Set the pH in a System
http://dx.doi.org/10.5772/intechopen.69003

Matczak-Jon E, Kurzak B, Sawka-Dobrowolska W, Kafarski P, Lejczak B. Zinc(II) com-
plexes of phosphonic acid analogues of glutamic acid. Journal of Chemical Society,
Dalton Transactions. 1996;3455-3463

Anderegg G, Sherif K. Extrapolation of molar equilibrium constant to zero ionic strength
and parameters dependent on it. Copper(Il), nickel(Il), hydrogen(I) complexes with
glycinate ion and calcium(II), hydrogen(I) complexes with nitrilotriacetate ion. Talanta.
1995;42:1067-1079

Christian GD. Analytical Chemistry. New York: Wiley; 2004. p. 237
Ringbom A. Complexation in Analytical Chemistry. New York: Interscience; 1963. p. 395

Rodriguez-Laguna N, Rojas-Hernandez A, Ramirez-Silva MT. Study and behavior of the
buffer capacity of mixtures of species of a same protons poly-donor system. Educacién
Quimica. 2014;25(E1):210-222

21






Chapter 2

The Kjeldahl Titrimetric Finish: On the Ammonia
Titration Trapping in Boric Acid

Julia Martin, Lucia Fernandez Sarria and
Agustin G. Asuero

Additional information is available at the end of the chapter

http://dx.doi.org/10.5772/intechopen.68826

Abstract

Kjeldahl method using concentrated boric acid is a common practice in many laborato-
ries. A thorough study of the titration with hydrochloric acid of ammonia trapped in a
solution of boric acid is made in an attempt to explain the fundamentals of a widely
applied standard method. A new potentiometric method for the determination of the
end point in the Kjeldahl titrimetric finish is proposed based on the linearization of the
titration curve of the ammonia-boric acid system. The method is strictly based on mole
and charge balances, and no approximations are made in deriving the equations. The
proposed method has proved very accurate when applied to synthetic titration curves
and data. Some problems, however, are experienced in the practice, because the behav-
ior of the experimental system studied is far from the expected one on the basis of the
theoretical model. However, a slight modification of the devised method has been
applied to the experimental titration of ammonia with hydrochloric acid, in boric acid
as trapping solution, to get good results.

Keywords: Kjeldahl method, titrimetric finish, ammonia-boric acid system

1. Introduction

Nearly 130 years ago, on March 7, 1883, at a meeting of the Danish Chemical Society, Johan
Gustav Christoffer Thorsager Kjeldahl (Head of Chemistry Department of the Carlsberg
Foundation Laboratory of the Danish Brewing Carlsberg Company) introduced a method
known later under the eponym “Kjeldahl Method” that basically is still in use. Within the same
year, the method was published in a German journal Zeitschrift fiir Analytische Chemie [1] and
written in French and Danish languages in communications from the Carlsberg Laboratory.

I m Ec H © 2017 The Author(s). Licensee InTech. This chapter is distributed under the terms of the Creative Commons
Attribution License (http://creativecommons.org/licenses/by/3.0), which permits unrestricted use,
open science | open minds distribution, and reproduction in any medium, provided the original work is properly cited. [{cc SN
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The Danish brewer Mr. J.C. Jacobsen had a great respect for Pasteur and his work for the
French wine industry, and for this reason, French extensive summaries of the Carlsberg papers
were also published. As an extended summary of the Kjeldahl paper appeared in Chemical
News in August [2], the method was quickly taken up [3]. The Analyst first gave details of the
method in 1885 [4, 5], although the method had been briefly mentioned by Blyth [6] though
giving the Kjeldahl name incorrectly as Vijeldahl. A surprisingly short period went by between
the publication of the Kjeldahl method and the appearance of new publications concerning the
topic, both in Europe and America. None of the analytical methods has been as widely chosen,
in so short a time [7], as the “Kjeldahl Method” for the estimation of nitrogen.

The Kjeldahl method was originally designed for the brewing industry as an aid in following
protein changes in grain during germination. It was Berzelius, who suggested the use of the
word “protein” in 1838 in a letter to Mulder because it was derived from the Greek word
meaning “to be in the first place” [8]. The Kjeldahl method lacks analytical selectivity because it
does not distinguish between protein-based nitrogen from non-protein nitrogen (NPN). Adul-
teration incidents (i.e., adulteration of protein-based foods with melanine and related nonpro-
tein compounds) exploiting this analytical vulnerability have been recently detected and are
new examples of a problem that dates back to before the Kjeldahl method was introduced [9].
The presence of NPN compounds in foods (amino acids, ammonia, urea, trimethylamine
oxide) overestimates their true protein content as derived from the current nitrogen determi-
nation methods. Separation of NPN from true protein nitrogen may be carried out by addition
of a protein precipitating agent such as trichloroacetic acid or perchloric acid.

The protein content in a foodstuff is estimated by multiplying the nitrogen content by a
nitrogen-to-protein conversion factor, usually set at 6.25, which assumes the nitrogen content
of proteins to be 16%. However, pure proteins differ in terms of their nitrogen contents because
of differences in their amino acids composition, ranging from 13.4 to 19.3%. So, different
multiplying factors are suitable for samples of different kinds.

The protein content determines the market value of major agricultural commodities. In addi-
tion, the quantitative analysis of protein content is necessary for quality control, being also a
prerequisite for accurate food labeling. In recent years, soy protein products have increased the
interest of consumers, especially in Western cultures, due to the high-quality protein of soy
foods together with their associated health benefits [10] (according to FDA [11], 25g of soy
protein per day may improve cardiovascular health).

Table 1 [12-32] gives the chemical methods, most commonly used for protein determination.
Some of the most significant methods (Dumas, Kjeldahl, and biuret assay) date from the late
1800s. Since the nineteenth century, many other analytical methodologies have been developed
to determine the total protein in the field of biochemistry, biology and proteomics, but most of
them to address research needs and not necessarily to determine the purity and/or adultera-
tion of food products.

Though there are several experimental approaches to evaluate the nitrogen content in different
kinds of samples (Dumas combustion method, NIR methods), the Kjeldahl method still remains
as the reference method, being really the “golden standard” for validating other quantifying
methodologies in the biopharmaceutical and food industries [9, 33]. The Kjeldahl method is
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Technique/eponym References
Dumas method [13]
Nessler reagent [14, 15]
Biuret method [16-18]
Berthelot’s method (Alkali-phenol reagent) [19, 20]
Kjeldahl method [1,2]
Folin-Ciocalteu [21]
Dye binding [22]
Lowry method [23-26]
Direct alkaline distillation [27]
NIR (Near-infrared reflectance) [27]
Modified Berthelot reaction [20]
Modified Lowry method [25, 28]
Bradford method (Coomassie blue dye-binding method) [29, 30]
BCA (Bicinchoninic acid method) [31]
3-(4-carboxy benzyl)quinoline-2-carboxaldehyde [32]

Table 1. Methods for food protein analysis: some key references [12].

applied in official methods [34] to determine the nitrogen content measurement in foods as well
as in many other samples, pharmaceutical, agricultural, food products, biological sediments and
surface and waste waters. The diversity of papers dealing with Kjeldahl method [12] is attribut-
able to the immense usefulness of the method, to its need for modifications for applications to
various types of organic and inorganic compounds, and to the search for catalysts to provide
such modifications and to accelerate the digestion [35, 36].

W. Johannsen (1857-1927), a pharmacist, wrote the Kjeldahl obituary, first published in Ger-
man [37] and then translated to French [38] and English [39]. Johannsen, one of the founders of
the science of genetics, was in his beginnings an assistant in the chemistry department at the
Carlsberg Laboratory under the chemist Johan Kjeldahl and is well known for coining the term
gene in 1909. Kjeldahl was elected to membership in the scientific academies of Denmark and
Christiania and received an honorary doctorate from the University of Copenhagen. Kjeldahl
(like Nessler) has been verbalized, an honor not usually accorded to a chemist [40]. All
chemists understand what it means when it is said that a substance was kjeldahled [5] or that
one kjeldahlizes a sample [41]. Kjeldahl was predecessor to S.P.L. Sérensen as Head of the
Carlsberg Laboratory in Copenhagen, who introduced the notation of pH [41, 42].

2. The Kjeldahl’s three steps

Titration analysis is one of the oldest analytical methods, and as a matter of fact, it plays an
important role [43-46] in various analytical fields as well as in routine analysis [47-50].
Generally, the quantity of tested components of a sample is determined by adding to the
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measured sample an exactly known quantity of the standard titration solution with which the
desired constituent reacts in a definite, known proportion. The content of the components is
calculated according [45, 46] to the concentration of the standard solution, the consumed
volume, the measuring relationship between chemical reactions and the weight of the tested
substances, etc. If the tested substance cannot chemically react with the titrant directly, indirect
ways of other reactions can be applied to measure its content.

Although some analytical techniques allow the direct determination of species without
sample treatment, it is usually necessary to dissolve the sample prior analysis. The analytical
adage: “once the problem is dissolved, the problem is solved” denotes clearly this fact. Most
analyses are preferentially performed on solution samples, a more homogeneous analysis
sample representative of the bulk properties of a large solid sample being thus obtained,
improving precision and accuracy [51]. Digestion may be defined as the process, in which a
complex substance is decomposed into volatile gases and simple salts that are soluble in
dilute acid solution [52]. Wet decomposition or acid digestion involves the use of mineral
acid, alone or in combination with other acids and oxidizing agents to affect the dissolution
of a sample [53].

The three steps [1, 54] of Kjeldahl method includes:

1. Wet acidic (conc. H,S0,) digestion (mineralization) of nitrogen-containing sample, in a
long-necked digestion flask, causing its conversion into NH," ions. The Kjeldahl flask,
which he constructed in 1888 to simplify the method, is still in use today. Traditionally,
Kjeldahl flasks with a capacity for 500-800mL and gas or electric heating have been used
for the digestion. The digest must contain residual H,SO, to retain the NH; as NH,".
Water is added manually or automatically to prevent the digest from solidifying, which
also may cause bumping, and to avoid mixing concentrated alkali with concentrated
acid [55] during the distillation.

2. Transformation of NH," ions into NHj(neutralization with alkali) and distillation of the
NH;. The flask is heated after the addition of water and alkali to the digested sample, in
order to distill a volume of distillate and collect NHj; in the acidic distillation receiver.
Direct steam distillation drastically decreases the time needed for distillation [55]. Exper-
imental conditions including rate of steam flow, vigor of distillation and volume of
solution must be correctly balanced to ensure efficient removal of ammonia without any
carry-over of alkaline spray.

3. Titration of the solution from the distillation receiver. The ammonia from the distillation is
frequently collected in an excess of standard acid and determined by a back titration with
standard alkali solution. A more common practice is the use of boric acid for trapping
ammonia. The titration in this case should be carried out as soon as possible after the
distillation is complete, ensuring that the temperature of the distillate does not exceed
25°C. Under these conditions, losses of ammonia are avoided [56] (EN ISO 5983-1, 2009).

Complete details [12] of the three Kjeldahl steps are too lengthy to include here. A series of
factors such as sample origin, homogeneity, stability, laboratory skillfulness, sample handling
procedures, and composition are of critical importance, as are the size of the test portion taken for
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analysis, and concentration of the titrant used in the Kjeldahl analysis [57]. A relatively large
analytical sample (1-2g) was used in the original method, requiring large amounts of acid.

Green alternatives exert considerable pressure to ensure the safe disposal of mercury (when
used as catalyst) and, especially, to minimize acid usage [58-60]. The use of Micro-Kjeldahl
methods is common practice in order to reduce the amount of acid fumes and also require less
acid and catalyst mixture.

The introduction of aluminum blocks (at Tecator, now FOSS) in the early 1970s [61] made
possible to improve the speed and accuracy of the digestion procedure, thus saving space,
chemicals and energy [60]. The digestion system has since been improved, and the distillation
step has been speeded up by the use of the semi-automated systems now available. Block
digestions followed by steam distillation are named as rapid Kjeldahl. As a result of technical
innovations, there are also available fully automated protein analysis systems that are based on
the classical Kjeldahl procedure, for example, the Kjeltec series of Foss Tecator manufactures.

3. The ammonia determination: titrimetric finish

Transformation of NH," into NH; caused by addition of NaOH (pH growth) into Pregl-
Parnas-Wagner results [12] from equation

[NH;|
[NH;]

= 107HPKie (1)

where pK; , = —log Ky 4; K1 , refers to reaction NH,~ = H" + NH;, pK; , = 9.35 at 20°C.

The distillation titration method is a standard procedure used by most laboratories to measure
ammonium nitrogen in the total Kjeldahl nitrogen digests of various kinds of agricultural and
environmental samples [62]. Ammonia may be collected into a solution of a strong acid (HCl
or H,SO,). After distillation, the excess of standard acid may be iodometrically determined
with starch as indicator, as was done by Kjeldahl, according to consecutive reactions 105~ +
51"+ 6H =3 I+ 3H0; I +2 $,05°~ = 5,06> + 217, though this method is seldom used. The
excess of standard acid is instead usually titrated with a strong base. Two standard solutions
are then needed: (1) titrant (NaOH solution) and (2) the strong acid in the receiver.

Titration of ammonia absorbed in H3BO; solution was proposed first by Winkler [63] which
notes “Boric acid is indeed such a week acid, that its solution does not cause a noticeable colour change
of certain indicators. Ammonia is, however, completely fixed by it, provided that a suitable excess of acid
is present.” Boric acid is also commonly used to trap ammonia because only one standardized
solution (e.g., HCI or H,SOy,) is needed (as titrant).

Mixtures of methyl red and tetrabromophenol blue or methyl red and methylene blue (2:1)
(Tashiro indicator) or methyl red alone were suggested as indicators; the latter changes its
color at about pH 5.2. After addition of HCI, the Tashiro indicator changes its color from green
to violet. Alternatively, a pH titration with end point (V,,) at a preset pH value of 5.0 is also
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done. A mixed indicator (bromocresol green and methyl red) has been recently used by Beljkas
et al. [64] to locate the end point.

4. Base or acid as titrant: the boric acid trapping choice

The ammonia can be distilled into an excess of standard strong acid (HCI or H,SO,), and the
excess determined by back titration with a strong standard base, since the solution at the
equivalence point contains (NHy),SO4, or NH4Cl, which hydrolyses,

oH = _logy/K.Cy = Pe —;pCA 936 ; 130 _ o 2

(i.e., 0.05M of ammonium chloride at the end point), methyl red (transition range 4.4-6.2)
being used as an indicator [65].

A mistake appears in the (excellent) Bradstreet monograph [66], p. 152, who wrote “in the case
of back titration of a distillate, the equivalence point will occur at pH 7, since this is the point of
neutralization of a strong acid by a strong base. Any indicator, therefore, changing colour at or close to
pH 7 is suitable.” The millimoles of NHj; in the sample are equal to the total millimoles of HCI
added minus millimoles of base used in back titration. This method has two disadvantages:
i) the amount of NHj is obtained as a difference; and ii) two standard solutions are required.

Preferably, the distilled ammonia can be absorbed into a solution of boric acid [63] or other
weak acid [67]. Boric acid is sufficiently acid to react with ammonia and prevent loss by
volatilization, but it is apparently too weak an acid to interfere with the titration of ammonium
borate with diluted hydrochloric acid. When boric acid is used instead of standard acid as the
recipient of the distillate, the use of a weak standard alkaline solution is avoided, which
suppose a distinct advantage. The alkaline solution is vulnerable to the absorption of atmo-
spheric carbon dioxide with subsequent changes in molarity. Neither the amount nor the
concentration (about 4%) of boric acid in the receiving bottle has to be precise.

Then, in the Winkler modification, the NHj is caught in an unmeasured excess of boric acid

NHj; + H3BO; = NI‘LIr + H,BO; (3)

The borate formed is determined by titration with standard HCl, one mole of HCI being
required for each mole of NH;

HQBO; +Ht = H3BOs3 (4)
The solution at the equivalence point contains H;BO; and NH,4Cl, a mixture of two weak acids,

pH = ~log(/KuCar + KuCro )

so that an indicator transiting in the acid region (pH 5-6) is satisfactory [65].
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Note that the acidity constants of boric acid and ammonium ion are very similar. The equilib-
rium constant of Eq. (3) is given by

[NH{ |["HBO3]  Kypmpo, 10772

K., = = = =1.288 6
" NHAHBO | Ky 1007 )

Though this equilibrium constant is low, the fraction of ammonia converted into ammonium
ion increases with increasing the difference of concentrations between boric acid and ammo-
nia. As we are studying the trapping process (without titrant added), the volume may take as
constant and the mass balances are given by

Chspos = [H3BOs3] + [H,BO; | (7)

Cnus = [NH3) + [NH; | (8)

The following relationship is satisfied in the trapping solution (if solution is not very diluted,
the contribution of dissociation of water being in those cases is negligible).

[NH; | = [H2B0;] 9

and then, by combining Egs. (6) to (9), we get

2
K, = NH, (10)
" (Cnn, — [NH{]) (Chspo, — [NHy )
which on rearrangement gives the second degree equation
1
(1 - K) [NH]* = (Cu, + Criypo,) [INH{ ] + Cvi, Criyo, = 0 (11)
eq

which may be solved for given concentrations of boric acid and ammonia. Once the value of
[NH, ] is known, that is, the fraction of ammonium ion

fra= NI (12)

Cnm,

the pH values may be calculated from Egs. (2) and (12)

+
1] = Ky D] Sra g

[NH3] fO,a

f],at
1 _fl,a

Hydrochloric acid titrates then the borate ion from the above reaction (Eq. (4)) as well as the
ammonia, which is not converted into ammonium ion in Eq. (3), that is, H,BO;™~ +H"=H,BO;;
NH;+H*"=NH," (the sum of both being equivalent to the ammonia distilled).
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The trapping process may be illustrated by means of semilogarithmic diagrams (Figure 1).
Figure 1 shows the fraction of ammonium ion (equivalent to the borate ion), at a given p[NHj3]
for varying concentrations of trapping boric acid. In the absence of other equilibria than those
considered previously, this diagram would help to know the concentration of ammonia from
the pH initial of the sample to be titrated, that is, a pH of about 7 for a 2% boric acid trapping
solutions corresponds to a p[NH3] of about 2. However, in numerous cases, things are not an
easy business as may appear at first sight and apparently some complications arise in the boric
acid-ammonia system associated when high boric acid concentrations are present. When
significant quantities of ammonia vapor are delivered into 4% aqueous boric acid containing
methyl red-methylene blue indicator, it is necessary to dilute with distilled water so that the
expected change in color (purple to green) may occur. Only after considerable dilution had
been effected, could the ammonia [68] be satisfactorily titrated with hydrochloric acid. Boric
acid forms [68, 69] polymeric borate species (triborate, tetraborate, pentaborate) in concen-
trated solutions whose acidity constants are greater than the K;;, of boric acid by a factor
between 210 and 440, thus boric acid behaving as a stronger acid in concentrated solution than
in diluted solution.

As far as we know, the anomaly behavior of boric acid was revealed first by Prideaux [70] one
century ago when studying the titration curve of boric acid, and then by Thygesen [71]
through conductivity measurements. In spite of the fact that Kjeldahl titration is one of the
titrimetric methods more applied worldwide, scarce mention of this fact has been made in the
literature. However, some problems posses the location of the end point in Kjeldahl titration

1.00 e ——

0.75
/
'
s
- = 4% H,BO,
e 050 ———FT—F—T—TF+— - 3% H,BO,
Z
= — 2% H,BO,
— 1% H,BO,
0.25
0.00 ! - ! |
0.0 0.5 1.0 15 2.0 25 3.0

pINH,]

Figure 1. Semilogarithmic diagram molar fraction of ammonium ion versus minus logarithm of the total ammonia
concentration (p[NHj3]), at varying percentage of boric acid as trapping solution.
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for the indicators recommended, for example, bromophenol blue, methyl red, methyl orange,
and congo red, as we have previously indicated.

This fact is another argument in favor to carry out a potentiometric study of the ammonia-
boric acid system with the aim of devising a straight-line linearization of titration curve in
order to accurately locate the end point of the titration curve. The theoretical background for
the new method is outlined in the following sections.

5. Titration curves in the ammonia-boric hydrochloric
acid titration system

A thorough study of the titration of ammonia trapped in a solution of boric acid is made in this
section based on a mathematical approach with equations derived for the titration curves
involved. The calculations presented are based on charge and concentration balances, and
expressions for equilibrium constants related to acid-base equilibria. This approach can be
perceived as the clear confirmation of the statement [72], ascribed to ]J.C. Maxwell that “a good
theory is the best practical tool.”

Let us consider the titration of ammonia trapped in boric acid solution with hydrochloric acid
as titrant. The initial concentration of ammonia and boric acid is denoted by Cnz and Crzpos,
respectively, and the initial volume by V), Cpc; denotes the concentration of strong acid and V
the volume added. The electroneutrality rule for the solution is

[H*] + [NH{] = [OH | + [CI"] + [ H2BO3] (14)

Eq. (14) should also include concentrations of ions being originated from the neutral salt added
to adjust ionic strength (wWhen necessary). As the salts used for this purpose usually potassium
nitrate and chloride are completely dissociated, the concentration of the anion and cation is the
same and cancel out in the equation. Also, the contribution of the second and third dissociation
steps of boric acid is considered negligible at the working pH range.

The law of mass action holds for the reactions

NH;|[H*
NH;=NH; +H" KS, = % (15)
- v g [HBOSJ[HT]
H;BO3= "H,BO; + H Lh = [H3BO3} (16)

The constants Ky; (i=a, b) are concentration constants, useful when the pH-meter is calibrated
in term of hydrogen ion concentrations at an ionic strength fixed. If this not the case, mixed
constants (at an ionic strength fixed), where the activity of the hydrogen and hydroxide ions
(denoted by (H") and (OH")) are used in conjunction with concentrations of all other species.
The activity of the hydrogen ion is related to concentration by the expression
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(H") = [H'yy (17)

where vy is the activity coefficient of the ion. Then

[NH3)(H")
[NH{]

~“H,BOs|(H*
K,y KD, = LRBONHT) e (18)

KB =
La [H3BO:3]

The total concentrations of the ammonia and boric acid during the titration can be expressed
by their respective mass balances

_ ~ Vo Ch;po,
[H3BO3) + [ H2BOs] = VoV (19)
VoCnh
+ _ 3
[NH{ | + [NH3] = VsV (20)

The concentration of the chloride ion can be expressed by the following equation

_ V'CHCZ
[Cr] = VoV (21)
The molar fractions of ammonia and borate ions are given by
[NH;H HY )
o= INH{]  INHy  ®w, 10K )
Y INHe + [NHE] ) INHG] g HT 10
[NH;] K,
P [~H,BOs _ 1 I 1 23)
0" [H3BOs| + [ HaBOs| |, [HsBOs] | [HT] 110" 7"
["H»BO;] K,

and the ammonia and borate concentrations expressed in terms of their respective molar
fractions may be substituted into Eq. (14), giving

Vo - Cnh, V- Cha Vo - Ch,B0,

H* =[OH" 24
[ ]+f1,a V0+V [O ]+V0+V fo,b V0+V ( )
and then we get
V- Cua +f,,Vo - Crspo, — f1 ,V0 - Cnm,
— +1 _ -1 — 0, ,a 3
A = [H] - [OH] — (25)
From the Eq. (25), we can, after a simple mathematical manipulation, obtain
V="V, fl,aCNHs _fo,bCH3Bos +A4 (26)

Cha — A
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thus obtaining a relatively simple, closed-form expression for the titration curve valid at any
moment of the titration. It relates the volume of added titrant to the hydrogen ion concentra-
tion (p[H]) of the solution. Then, by substituting a series of values of [H'], we calculate the
corresponding values of V.

6. Graphical method for the determination of the equivalence point

Numerical methods based on the mathematical modeling of the titration curve may be applied
for the determination of the end point instead of approximate methods. Gran’s linearization
known since 1950 [73-75] is one of the examples. In this book chapter, a new method for the
determination of the end point is proposed based on the linearization of the titration curve of
the ammonia-boric acid system. The method is inspired in a previous method described first
by Schwartz [76] and also explained with great detail in two relatively recent analytical
chemistry textbooks [77, 78].

Eq. (25) gives

(Vo +V)A =V -Cua +f,,Y0 Cus0, — f1 ,VoCn, (27)

and dividing the left and right members through by Cp;c; we have

(Vo+V)A fo,5Y0 - ChsBos

— =Vt fV 28
CHCZ + CHCI fl,lz eq ( )

The following equation should be valid at the equivalence point

Vo Cnas = VegCha (29)

and then, by combining Egs. (31) and (30), we get

(Vo +V)A —f4,Vo - Cuspo,

V- =f, Ve
& fraVen (30)

The left member of Eq. (32) is denoted by V*

Vo+V)A—f,,Vo-C
V,:V—( 0 ) C{I(Zlb 0 H3BO; (31)

and taking into account that Eq. (22) is equivalent to

]
TRy

we get
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___[H]
RGeSy -
By simple manipulation, Eq. (35) gives
V,([H+] + Kl,a) = [H+}Veq V,Kl,a = [H+}Veq - V,[H+] (34)

By multiplying the left and right members of Eq. (36) through by 1/(K;,a [H']) we finally have

V/ B Veq V/
Kl,u

K, 3

,a

Eq. (35) gives a straight line when V'/[H] is plotted against V’. The plot has a slope of —1/K; ,
and intersects the V”axis at the point V,,. By use of Eq. (35) the equivalence point can be located
with considerable accuracy. Eq. (35) may be considered as a variant (an extension) of the
method of Schwartz [76] for the determination of the equivalence point in the titration of a
weak base with a strong acid.

The method, which we propose, is based strictly on mole and charge balance equations. No
approximations are made in deriving Eq. (35). Both the dissociation of water as well as the
dilution effects is precisely accounted for. The only restrictions of the method are, on the one
hand, the accuracy, with which the pH-meter and electrodes can be calibrated, and several
fundamental assumptions entailed by linear regression that are not always satisfied with data
obtained. One, for example, is that the values of x are free from error but those of y are drawn
from a population having normally distributed errors [79, 80]. When the precision of experimen-
tal measurements is very high, no special problems, however, are to be expected.

Note that the use of the complete Eq. (31), which gives the modified volume function V’, pre-
supposes knowledge of the pK; ;, necessary to obtain the f; , value (Eq. (23)). In any case, the pKj
value may be extracted from appropriate tables, or from the analytical bibliography [81], though
it is not necessary to be known exactly. A trial value of pK; ;, may be assumed and values for V,,
and K;, calculated by least squares method on Eq. (35). The procedure is repeated for other
assumed values of pK; ;, and the best value is taken as that for which minimizes s, the standard
deviation of the corresponding regression line. The s,/ values can be easily got using linear
regression (method of the least squares), in EXCEL, with the function LINEST.

Taking into account Egs. (3) and (4), the computation of ionic strength may be made as a first

approximation, when V < V,,, as

[ 1 ( 2Cnu, Vo — CuaV
2

A [OH]) (36)

and when V>V, as
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_1 [ CVo n
3 (G ) .

As the activity coefficient vy will change only to a very small extension during a titration, log
Yu may be considered constant. A large ratio of sample volume to titrant volume (i.e., 10:1)
minimizes errors introduced by variations in activity coefficients due to dilution. The value of
most constants has been determined at an ionic strength of I=0.1. It is thus practical to adjust
the ionic strength to this value. However, addition of a basal electrolyte into the solution and
the titrant to keep the ionic strength approximately constant and rather high is not usually
practiced [82] in the titrations involved with Kjeldahl method.

Yu = 1 is assumed for simplicity of considerations when the titrations are carried out at low
ionic strength. The success of the system of pH standardization depends on the validity of
putting-log (H") equal to pH. As [H"] normally makes only a small contribution, no sensible
error is introduced if (H") is used in its place: in some exceptional cases, when [H] is relatively
more important, the quantity may be estimated with sufficient exactness from Eq. (17); on the
acid side of pH (when [OH ] is negligible).

If we represent the pH as A + ¢, where ¢ is the uncertainty, then we have [H"]=10"“*“=10"
times 10, where 10°“=1 for £¢=0 [77]. The resulting uncertainty in [H "] is now a multiplica-
tive factor, and therefore a relative uncertainty, which applies regardless of the value of pH. A
relatively small error in the pH of 0.01, 0.02, or 0.05 corresponds to an uncertainty in [H'] of
about 2, 5 or 12%, respectively. Consequently, Eq. (35) plot is characterized by extreme sensi-
tivity to small changes in pH. This problem is compounded by possible activity effects and the
requirement to use a precise value of pKj .

Differential (approximate) methods for the determination of end points of titration are based
on the presumption that the end point of a titration is the inflection point of the titration
curve [83, 84], where the absolute value of the first derivative reaches a maximum (titration of
a weak acid with a strong base) or a minimum (titration of a weak base with a strong acid) and
the second derivative changes sign. A number of points very closely spaced and preferably of
high precision are needed [83, 84] in order that the method is successfully applied. Only the
points in the vicinity of the inflection are used for the calculation. This may result in increasing
errors as titration data are least accurate right near the end point [85], because buffering is
minimal and electrode response is sluggish. The local pH fluctuations in the inflection region
are mostly due [77] to insufficiently rapid mixing of the titrant and the sample, and localized
pH sampling by the glass electrode.

Two advantages may be ascribed to the method devised in this book chapter, based on the
Eq. (35). Fewer titration points need to be taken than with conventional methods, and mea-
surements need not be made close to the equivalence point since this point may be obtained by
extra(inter)polation. Therefore, problems related to incompleteness of reaction or instability of
measurements close to the end point might be avoided. Note that when very weak acids or
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bases are titrated, the approximations assumed by Gran when deriving their equations are no
longer valid.

Harris [85] have comment in reference to the linearization of titration curve by Gran [74]: “The
beauty of a Gran plot is that it enables us to use data taken before the end point to find the end point.”
This sentence is undoubtedly applied to linear extrapolation methods based [76-78, 86] on an
improvement in the methodology proposed by Gran, as it is the case in this book chapter.

7. Approximation expressions derived from the complete equation

Eq. (31) may be expressed as

(Vo + V)A +fo/bVO : CH3BO3

Vi=V- 38
Cha Cha (38)
Which is in the form

V=V+U+W (39)

V VA
U= — Vo+V)A (40)

Cha
VoC

W:fo’b 0Cr;B0, (41)

Cha

Figure 2 depicts the contributions of the different terms in Eq. (39) to the value of V'. It is valid
for a titration of 150mL of 0.0096M ammonia solution and 0.2156M trapping acid boric
solution, titrated with HC10.12M (pK; , = 9.27; pKy , = 9.12; pK,,” = 13.80). It is seen that before
the equivalence point, the U term may be considered as negligible whereas beyond the equiv-
alence point it is the W term, which may be neglected.

Thus, before the equivalence point we approximately get

Vo-C
V,:V+fo,b 0 - CH;B0; ()

Cha

Note that the mole fraction of borate varies from about 0.043 at the beginning of the titration to
about 0 at the equivalence point (Figure 3). Despite the fact that initial volume V|, and concen-
trations of HCl and H3BOj; are constants, the contribution of the second term of the right hand
of Eq. (42) is null only when approximated at the equivalence point. There is no way to use a
conventional Gran equation method based on the quotient V/[H] in the ammonia-boric acid
titration case.
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Figure 2. Contributions of the different terms in Eq. (38) to the value of V.
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Figure 3. Mole fraction of ammonium (f; ;) and borate (f; ;) ions as a function of V.
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Beyond the equivalence point we have instead

vy WetV)a (43)
Cha
When V > Vg [OH 1is negligible, and
A=[H"]~[OH |=[H"] (44)

and f;, the mole fraction of ammonium ion is virtually equal to the unity, and then by
combining Egs. (43), (44) and (35) we get

(Vo+ V)H'] _

V=vV-
Cha

Vg (45)

and then we obtain the Gran expression for the titration of a weak base with a strong acid,
beyond the equivalence point

(Vo+ V)[H*] =V Cuci — VegCrial (46)

By plotting the left hand of Eq. (46) against V, a straight line is obtained with slope Cpcy,
intersecting the V axis at the point V.

An alternative route to obtain Eq. (46) is from Eq. (27). At V> V,,, fo,=0, fi~1, A~[H"], and
then,

(Vo +V)[H"]=V Cua — VoCnn, (47)

which is combined with Eq. (29), gives finally Eq. (46).

8. Titration error

From Eq. (26), we may calculate the fraction titrated, T, as

_ fo,uCh380,

CraV o Cha <f1,aCNH3 _fo,bCH3BO3 + A) :fl/ﬂ CNHj,

= = — — 4
(:)\]}'—13 VO CNH3 CHCI A Cral

(48)

In the vicinity of the equivalence point, the mole fraction of borate ion, f;, is close to zero, and
the titration error, AT, may be approximated as

AT = [T 1], = i (49)

Cha

+ A
fl,a _ 1‘|
end
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9. Checking the proposed linearization method with synthetic data

In order to verify the goodness of the proposed linearization method, based on the use of
Eq. (35), a series of theoretical data with variations of 0.05 units of pH, has been generated with
aid of Eq. (26), using the analogous conditions previously published by Cruz [68], V,=150mL;
Cnr3=0.0096M; Cri3503=0.2156M; Cpc;=0.12M; pK;,,=9.27; pKy 5= 9.12.

Two sets of data [V, pH] (N=24 and N=11) were selected from the theoretical data in the region
prior to the equivalence point (V,,=12mL), ranging from approximately 0.6 to 11.16mL for
the first series, and from 0.6 to 10.8mL for the second (Table 2). Note that the points selected
for study are far from the region of the equivalence point: V,,+1mL. A set of data [V, pH] (N=11)
was also selected after the equivalence point, between about 13 and 23.5mL (Table 3).

The proposed linearization method has been applied to data corresponding to V <V, (basic
zone), the volumes being rounded to 5, 3 and 2 decimal places, respectively. It is proved that
the method works well in all cases, correct values for both V,, and pK;, obtained. The same
rounding procedure has been applied to the data corresponding to V>V, (acid zone).

Applying in this latter case, the Gran method based on Eq. (46) also leads to the correct values
of V,; and Cp. However, a pronounced curvature is observed when the conventional Gran

Vo= 150 mL Veq= 12.000 mL
CHChH=  0.12M pKy .= 9.270
pKa(NH, "=  9.27
pKa(H;BO5)= 912 a= 1.864E+09  2237E+10  =a,
C(H:BOs)=  02156M San)= L971E+07  2327E+08  =suo
pKw= 1338 R2= 0.9990 6.386E+06  =sy)
v \(?) VQ)/[H] pH A fon V'(2) v@/H]
0.62116 0.62 349E+07 775  -873B-07  4.09E-02 11.65 6.55E+08
1.81368 1.81 9.07E+07 770  -7.74B-07  3.66E-02 11.68 5.85E+08
2.88545 2.89 1.29E4+08 765  -686E-07  3.28E-02 11.72 5.24E+08
3.84785 3.85 153E4+08 760  -6.06E-07  2.93E-02 11.75 4.68E+08
471136 471 L67E+08 755  -534E07  2.62E-02 11.77 4.18E+08
5.48560 5.49 1.74E4+08 750  -470E-07  2.34E-02 11.80 3.73E+08
6.80061 6.80 171E+08 740  -358E-07  187E-02 11.84 2.97E+08
7.85420 7.85 157E+08 730  -266E-07  149E-02 11.87 2.37E+08
8.69687 8.70 1.38E+08 720  -188E-07  1.19E-02 11.90 1.89E+08
9.65355 9.65 1.08E+08 705  -887E-08  8.44E-03 11.92 1.34E+08
1081924  10.82 6.08E+07 675  887E08  4.25E-03 11.96 6.73E+07

Table 2. Proposed method applied to theoretical data before the equivalence point and rounded to the second decimal
figure in volume (penultimate and last columns).
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Vo= 150 mL Veq= 11.999 mL
C(HCl)= 0.12M C(HCI)= 0.120M
pKa(NH,*)= 9.27
pKa(H;BO5)= 9.12 a= 0.120 —1.440 —ap
C(H3BOs)= 0.2156M Sn)= 4.471E-05 8.219E-04 =S00)
pKw= 138 R’= 0.9999 4.778E-04 =Sty
v (Vo+V) [H] V@3) (V(3)+Vy) [H] V() (V(2)+Vy) [H] pH
13.07922 0.129538429 13.079 0.130 13.08 0.13 3.10
14.16181 0.260178937 14.162 0.260 1416 0.26 2.80
15.07963 0.369567257 15.080 0370 15.08 0.37 2.65
15.89625 0.467559159 15.896 0.468 15.90 0.47 255
16.93586 0592310783 16.936 0592 16.94 0.59 245
18.26332 0.751604642 18.263 0.752 18.26 0.75 235
19.06089 0.847311598 19.061 0.847 19.06 0.85 2.30
19.96482 0955782421 19.965 0.956 19.96 0.96 225
20.99062 1.078877875 20.991 1.079 20.99 1.08 2.20
2215642 1.218774118 22.156 1.219 2216 1.22 215
23.48355 1.37802882 23.484 1.378 23.48 1.38 2.10

Table 3. Gran method applied to theoretical data after the equivalence point and rounded to the second decimal figure in
volume (antepenultimate and penultimate columns).

function (V/[H"]) is applied to the data obtained in the basic region (V < Vey), which makes it
impossible to apply this method to values of the ammonia-boric acid system away from pH,,.

From the data obtained and using linear regression (method of the least squares), in EXCEL,
with the function LINEST, the volume at the equivalence point is obtained as

ap 1
Ve = — 2 Kio= —log( ——
17 T PK1a og( al) (50)
to data corresponding to V <V, and
a
Veg = *ﬁ Cha =m (51)

to data corresponding to V>V,,. The data corresponding to the statistic parameters of the
straight line using the least squares method are displayed in Tables 2 and 3. The parameters
obtained using linear regression by the function LINEST in EXCEL are: intercept, slope and
coefficient of determination (correlation coefficient squared): a,, a; and R?, respectively; and
standard deviations of the intercept, slope and regression: s(.), 51) and s/, respectively.



The Kjeldahl Titrimetric Finish: On the Ammonia Titration Trapping in Boric Acid
http://dx.doi.org/10.5772/intechopen.68826

. pH=£(V) 2 E+08 1 Gran V< Veq
* e
2 S
‘e, - .
7.5 *e . o +
& o E1Ee08 | "
| °
7 ®
-
6.5 - T T T 1 0.E+00 T T T
0 3 6 9 12 3 6 9 12
v
8.E+08 - Proposed method 16 Gran V> Veq
y = -1.8638E+09x + 2.2366E+10
R: = 0.9990 s
6.E+08 | E y =0.1200x - 1.4399
= R? = 1.0000
= %
= 4E+08 - S 08 -
> 2
2.E+08 -
0.E+00 I I 0.0 ' I '
11.6 11.8 12.0 12 16 20 24
v
8.E+08 7| |y =.1.8638E+09x + 2.2366E+10 [ 16
R? = 0.9990
§- ¢ Gran V<Veq E
S 4E+08 - O Proposed method - 085
T & Gran V>Ve T
= 1 o
> S
0090 0 o4 y =0.1200x - 1.4399
a0 o % R?2 = 1.0000
0.E+00 +° . . - 0.0
0 6 12 18 24

Figure 4. Top: ammonia titration curve (pH=f(V)) in boric acid (LEFT) and Gran method V < V,, (right). Middle left:

modified Schwartz method. Middle right: Gran method V > V. Bottom: comparative study.
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Figure 5. Top: Standard deviation of the regression as a function of pKj ; supposed. Middle: equivalence volume and pKj ,
values as a function of pKj , supposed. Bottom: plots for a series of pKj ;, values selected. Data [V; pH]: [0.62; 7.75] [1.81;
7.70] [2.89; 7.65] [3.85;7.60] [4.71,7.55] [5.49;7.50] [6.18;7.45] [6.80,7.40] [7.36; 7.35] [7.85,7.30] [8.30; 7.25] [9.05; 7.15] [9.65;
7.05] [10.13; 6.95][10.52; 6.85][10.68; 6.80] [10.82; 6.75][11.06; 6.65][11.53; 6.35].

Figure 4 (top) shows the titration curve corresponding to the series of eleven pairs of data (left
side) and the application of the conventional Gran method (right side). Figure 4 (middle)
shows the linearization method proposed in this chapter (left side) and the Gran method for
data beyond the equivalence point (right side). Finally, at the bottom of Figure 4, a comparative
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study of the three methods is shown together. Gran and modified Schwartz (proposed
method) on the same scale, showing the superiority of the latter transforming the whole curve
in a straight line. The scale corresponding to the application of the Gran method in acid
medium (V>V,,) is shown on the secondary axis.

On the other hand, the proposed method, based on the use of Eq. (35), has been applied to a
series of 19 data pairs (compiled in the legend of Figure 5) in the first instance, assuming the
value of pK;;, unknown and varying its in 0.01 units of pK in the vicinity of pKj true value.
The standard deviation of the corresponding regression lines (s, ) obtained as a function of the
assumed pK;; value is shown in Figure 5 (top). The standard deviation of the regression is
minimal when the value of pK; ; agrees on the true value (or differs in less than 0.01 unit). The
values obtained for the equivalence volume and for pK; , (ammonium ion), as a function of the
assumed value of pK; ;, are plotted in the central part of Figure 5.

Two conclusions can be drawn from the study:

1. The proposed method is sufficiently robust regarding to variations in the supposed value
for pKy . Values of pK; , between 9.09 and 9.16 give rise to an error in the determination of
the equivalence volume < 0.1%.

2. The proposed method does not work to estimate, simultaneously, the value of the acidity
constant of the ammonium ion, as shown in the central part of Figure 5 by plotting pK; ,
obtained (secondary axis) versus the supposed value of pKj;. Small variations in the
supposed value of pK; , lead to large variations in the value obtained for pK; ,. Moreover,
in case of pK; , is not applicable a minimization criterion because a minimum or maximum
value is not reached when pK; ; agrees on the true value. When pKj ;, < 9.11, the slope of
the line changes from negative to positive, so Eq. (50b) is not applicable, since the value of
the constant obtained is negative, which has no physical meaning.

10. Checking the proposed linearization method with experimental data

Once tested that our proposed method works well, the theory devised has been applied to the
experimental data recently reported by Cruz [68] in the Journal of Chemical Education in a
study about the determination of ammonia with HCl using concentrated (4% w/v) and diluted
(1.3% w/v) boric acid to reproduce the final-Kjeldahl titration when two different volumes of
ammonia distillate are collected (data [V, pH] appear as supporting information).

Table 4 shows the data [V, pH] corresponding to the titration curves of ammonia in solutions of
H3BO; at 4% w/v (0.6469M) and 1.33% w/v (0.2156M). The shape of titration curves and the
application of the conventional Gran method in the region prior to equivalence point are shown
in Figure 6. A curvilinear shape is obtained with both solutions (being the curve most flattened
when [H3B0;3]=0.6469M), so that, in its original philosophy, the Gran method is not applicable.

In order to apply our proposed linearization method, data with Vi < 11mL are selected

(region prior to V,, which is around 12mL). Tables 5 and 6 show the calculations performed
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V=50 mL; C(HC])=0.12M V=150 mL; C(HC])=0.12M

C(H3BO3)=0.6469M (4% w/v) C(H3B03)=0.2146 M (1.33% w/v)

\% pH \" pH v pH \'% pH v pH \% pH
0.00 6.45 11.35 4.95 1191 412 0.00 7.38 11.37 5.80 12.01 4.32
2.41 6.31 11.38 4.94 11.93 4.02 1.31 7.29 11.48 5.70 12.04 4.15
3.48 6.23 11.43 4.89 11.96 3.91 2.21 7.23 11.54 5.65 12.07 4.00
4.60 6.14 11.49 4.84 11.99 3.79 3.20 7.16 11.59 5.59 12.10 3.88
5.38 6.08 11.52 4.82 12.01 3.67 4.28 7.07 11.62 5.55 12.13 3.79
6.39 5.99 11.55 4.79 12.04 3.57 5.21 7.00 11.65 5.51 12.16 3.71
7.42 5.88 11.58 4.76 12.07 3.46 6.22 6.90 11.69 5.47 12.21 3.58
8.40 5.76 11.63 4.69 12.10 3.38 7.26 6.80 11.71 5.43 12.27 3.48
9.37 5.61 11.66 4.66 12.13 3.31 8.14 6.69 11.74 5.37 12.33 3.40
10.38 5.38 11.69 4.67 12.18 3.18 9.02 6.55 11.78 5.32 12.41 3.30
10.56 5.32 11.72 4.58 12.24 3.08 9.50 6.47 11.80 5.25 12.50 3.23

10.92 5.18 11.75 4.53 12.30 3.00 10.00 6.35 11.83 5.18 12.62 3.14
11.04 5.13 11.77 4.48 12.35 2.93 10.40 6.24 11.86 5.09 12.74 3.07
11.15 5.07 11.80 4.42 12.44 2.84 10.78 6.11 11.89 4.99 12.88 2.99

11.21 5.04 11.83 4.36 10.92 6.05 11.92 4.87 13.06 2.92
11.27 5.01 11.85 429 11.11 5.96 11.95 4.72 13.29 2.84
11.32 497 11.88 421 11.22 5.89 11.98 4.52

Table 4. Data [V, pH] corresponding to the titration curves of ammonia in solutions of H3BO; at 4% w/v (0.6469M) and
1.33% w/v (0.2156 M) [68].

when applying the proposed linearization method for the optimum pK; ;, (value shown in the
box) in the studies of the ammonia solutions diluted (0.2156M) and concentrated (0.6469M),
respectively.

The most diluted solution ([H;BO;3]=0.2156M) is firstly studied. Figure 7 (top) shows the plots
obtained for different supposed values of pKj j, in the range from 9.04 to 9.24. The best straight
line corresponds to a value of pKj; around 9.12, as shown in the bottom left side of Figure 7
plotting the standard deviation of the regression obtained for each line versus the supposed
value of pKj ;, which reaches a minimum when pK; , equals to 9.12. The supposed pKj ;, is then
varied around 9.12 in 0.001 units (Figure 7, bottom right), which minimizes the standard
deviation of the regression to 9.117.

In the study of [H3BO;]=0.6469M, the results obtained indicate it is necessary to explore the
values for supposed pK; ;, in a wider range toward lower values of pK, consistent with the fact
that the boric acid strength increases with its concentration [68, 70, 71]. It should be noted that
the pK;, value used with the proposed method is an adjustment parameter, and in fact
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Figure 6. Ammonia titration curve (pH=£(V)) in boric acid (top) and conventional Gran method (bottom).

apparent, without a specific physical meaning. From Figure 8 (top), it can be observed that
when the apparent pK; , reaches a value around 7.5, the representation of V'[H] versus V” has
the form of a straight line. This parameter is varied in 0.001 units around this value, being
verified that the standard deviation of the regression is minimum (Figure 8 bottom) when it
reaches the value of 7.509 corresponding to a V,, of 11.827mL.

Figure 9 shows the application of the proposed method for the ammonia solutions diluted
(0.2156 M) and concentrated (0.6469M) using the optimum value for pK;; in each case (9.117
and 7.509, respectively). Note how the response of the diluted sample in boric acid, in a
relation to 1:3, is more sensitive (greater slope) than that of the sample more concentrated in
boric acid.

An empirical parameter, I, can be defined, which take into account the variation in the value of
pK;, optimum when the boric acid concentration increases, reflecting the increase in acidity
motivated by the appearance of polynuclear species. The complexity of such treatment far
exceeds the objective of this book chapter.

r— (K1), — 10K, sl=Ksela) — 10(9117-7509) _ 40 55 (52)
(K1,b]4

The determination of the various polyborate species in solution has proved to be difficult
because they appear at fairly high concentrations of boric acid and involve the addition
of no more than one OH™ ion per B(OH); group [87]. The pK values of triborate
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Vo= 150 mL V(eq)= 12.024 mL
CHCl)= 0.12M pK()= 7.179
pKa(H3;BO3)= 9.117
C(H;BO3)= 0.2156M a;= -1.510E+07 1.816E+08 =a
pKw= 13.8 S@1)= 1.353E+05 1.189E+06 =S(a0)
R>= 0.9990 1.015E+06 =S(y/x)
A\ V/[H] pH A fop \'%A V'/(H)
131 2.554E+-07 7.29 -2.577E-07 1.468E-02 5.265E+4-00 1.027E+08
221 3.753E+4-07 7.23 -2.103E-07 1.281E-02 5.661E+00 9.614E+07
3.20 4.625E+4-07 7.16 -1.599E-07 1.092E-02 6.143E+00 8.880E+07
4.28 5.029E+07 7.07 -1.011E-07 8.894E-03 6.677E+00 7.845E+07
5.21 5.210E+4-07 7.00 -5.849E-08 7.580E-03 7.253E+00 7.253E+07
6.22 4.941E4-07 6.90 0.000E+00 6.031E-03 7.845E+00 6.232E+07
7.26 4.581E4-07 6.80 5.849E-08 4.796E-03 8.553E+4-00 5.396E+4-07
8.14 3.987E+4-07 6.69 1.265E-07 3.727E-03 9.144E4-00 4.479E+-07
9.02 3.200E+-07 6.55 2.256E-07 2.703E-03 9.748E+-00 3.459E+-07
9.50 2.804E+07 6.47 2.921E-07 2.249E-03 1.011E+01 2.982E+07
10.00 2.239E+07 6.35 4.112E-07 1.707E-03 1.046E+01 2.342E+07
10.40 1.807E+07 6.24 5.479E-07 1.326E-03 1.076E+01 1.869E+07
10.78 1.389E+07 6.11 7.558 E-07 9.830E-04 1.104E+01 1.423E+07
10.92 1.225E+07 6.05 8.735E-07 8.563E-04 1.115E+01 1.251E+07

Table 5. Linearization method applied to the titration data lower than 11 mL (Veq~12 mL): diluted boric acid series
(1.33%, 0.2156M).

(3B(OH);=B;05(OH),~ + H" + 2H,0) and pentaborate (5B(OH);=B50s(OH), + H" + 5H,0)
are of the order of 6.60 and 6.90, respectively [68].

The titration with H;BO; 0.2156M results in a wider pH range and a steeper slope, contrary to
that predicted by the theoretical models of the titration curves. This is for the concurrent
presence of other polymer species more abundant in H;BO3; 0.6469M, which disappear pro-
gressively as the dilution increases. The pH value at the equivalence point is variable
depending on the initial concentration of boric acid, which can lead to systematic errors when
using colored indicators in the detection of the end point.

Figure 10 (top) shows the conventional Gran method (I) to the data compiled in Table 4.
Despite the precision of the data, the application of this method has difficulties in the appreci-
ation of the equivalence volume. Cruz [68] applied the Gran method (II) to the titration data
between 11 and 12mL, which could be questioned from the methodological point of view. The
results obtained by Cruz are shown in Figure 10 (bottom).

Table 7 summarizes a comparative study of the results obtained in the calculation of
the equivalence point using the proposed method described in this book chapter and those
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Vo= 50 mL V(eq)= 11.827 mL
C(HCl)= 0.12M
pKa(H;BO5)= 7.509
C(H;BOs)= 0.6469M a= 5.662E+06 -6.697E+07 —ap
pKw= 13.8 Stan= 2.662E+04 3.828E+05 =500)
R= 0.9998 1.749E 405 =Sy

\% V/[H] pH A fop \% V'I(H)
241 4.921E+06 6.31 4.574E-07 5.948E-02 1.844E 401 3.765E+07
3.48 5.910E+-06 6.23 5.619E-07 4.997E-02 1.695E+-01 2.878E+07
460 6.350E+06 6.14 7.026E-07 4.100E-02 1.565E+-01 2.161E+07
538 6.468E+06 6.08 8.127E-07 3.590E-02 1.506E +01 1.810E4-07
639 6.245E+06 5.99 1.008E-06 2.938E-02 1.431E+01 1.398E+-07
7.42 5.629E+06 5.88 1.306E-06 2.296E-02 1.361E+01 1.032E+07
8.40 4.834E+06 5.76 1.729E-06 1.751E-02 1.312E+01 7.549E 406
9.37 3.817B+06 5.61 2.448E-06 1.246E-02 1.273E+01 5.185E+06
1038 2.490E+06 538 4.165E-06 7.375E-03 1.237E+01 2.966E+06
1056 2.206E+06 532 4.783E-06 6.430E-03 1.229E 401 2.568E+06
1092 1.653E+06 518 6.605E-06 4.666E-03 1.217E+01 1.843E+06

Table 6. Linearization method applied to the titration data lower than 11 mL (Veg=12 mL): concentrated boric acid series
(4% w/v, 0.6469M).
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Figure 7. Top: proposed linearization method as a function of pK; , supposed. Data [V, pH] are shown in Table 4. Bottom:
standard deviation of the regression as a function of pK;; supposed.
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Figure 9. Left: proposed linearization method in the titration with [H3BO5]=0.2156 and V,,=150mL. Right: proposed
linearization method in the titration with [H3BO3]=0.6469 and V,=50mL.

obtained by Cruz [68]. The differences range from 0.15% for [H3B05]=0.2156M, and —1.6% for
[H3BO;5]=0.6469M. The values of the standard deviation of the volume at the equivalence point
are equal to 0.036 and 0.017 volume units for the proposed method for [H;B05] = 0.2156 M and
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Figure 10. Top: Gran I method. Bottom: Gran II method (conventional) for 11<V<12mL (as applied by Cruz (2013)).

[H3;BOs] pH range N Method PKip V(eq) s[V(eq)] s[V(eq)I*
0.2156 1.31-10.92 14 Proposed 9.117 12.024 0.036 0.133
0.6164 2.41-10.92 11 Proposed 7.509 11.794 0.017 0.102
0.2156 11.04-11.93 23 Gran I - 12.006 - -

0.6164 11.11-11.92 17 Gran I - 11.987 - -

Table 7. Comparison results obtained in the calculation of the equivalence point using the proposed method and the
Gran method [68].

0.6469 M, respectively, and 0.3 and 0.15% in terms of relative standard deviation, correspond-
ingly. If the covariance is not taken into account, these values would increase in absolute terms to
0.133 and 0.102 units of volume corresponding to 1.11 and 0.86%, respectively (an increase of the
relative error between four and six times more). So, the covariance of measurements can be
important as the variances and both contribute significantly to the total analytical error.

Finally, the proposed method has been applied to experimental data carried out in our labora-
tory reproducing the conditions reported by Cruz [68] in the case of diluted boric acid.

10.1. Reagents

All reagents were analytical grade unless otherwise specified:

* Boric acid (H3BO3;) M=61.83g/mol (Merck>99.5%), Ammonia (30%) M=17.03g/mol.
(Panreac); Trishydroxymethyl aminomethane (TRIS; C4H;;NO3;) M=121.14g/mol.
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¢ Buffers pH=3, 5 (Riedel-de Hien), 4.01, 7 (Crison).
e  Phial of HCI 1M (Riedel-de Héen).

10.2. Instruments

Analytical balance (Metler AE200) (4 decimals), Granatario (Metler PJ 400) (2 decimals), pH-
meter Crison GLP 21, with a combined Ag/AgCl glass electrode were used. The pH-meter was
calibrated using pH bulffers 3, 4.01, 5 and 7, using a two-point calibration method. Burette of 5
mL (Brand) (£ 0.01 at 20°C) was used.

10.3. Experimental

About 5mL of ammonia solution (0.12M) was pipetted into a 50mL volumetric flask and made
up to the mark with a boric acid solution (4% w/v). The contents of this solution were
transferred to a 200mL Erlenmeyer flask containing 100mL of distilled water. Then, the ammo-
nium borate solutions were titrated potentiometrically with HCI (0.077M) (previously stan-
dardized with TRIS) using the glass pH electrode.

Table 8 shows the data [V, pH] corresponding to the titration curve of ammonia in solution of
H3BO; (0.1941M). The shape of the valuation curve is shown in the upper part of Figure 11. All
data prior to the equivalence point, before the jump in the titration curve, have been taken to
apply the calculus by the proposed method, which leads to an equivalence volume equal to
6.17mL. The equivalence volume obtained by the first derivative method is equal to 6.20mL
(although not many points are available in this case).

If the first points of the titration in which the solution is not sufficiently buffered, are neglected,
a slightly lower volume (6.14mL) is obtained. An analogous result is obtained by using only

v pH \' pH v pH \' pH

0.10 6.609 1.20 6.506 2.80 6.340 4.81 5.922
0.19 6.594 1.42 6.489 3.00 6.302 5.00 5.847
0.30 6.590 151 6.483 3.20 6.278 5.20 5.769
0.41 6.577 1.60 6.474 3.40 6.243 5.40 5.687
0.50 6.565 1.71 6.466 3.60 6.210 5.60 5.537
0.59 6.562 1.81 6.444 3.80 6.171 5.80 5.303
0.70 6.549 2.00 6.429 4.00 6.131 6.00 4.907
0.80 6.544 2.19 6.406 4.20 6.095 6.20 4.275
0.92 6.534 2.40 6.383 4.40 6.038 6.40 3.787
1.10 6.522 2.60 6.358 4.60 5.985 6.60 3.574

Table 8. Data [V, pH] corresponding to the titration curves of ammonia in solutions of H;BOj; (0.1941M) with HCl
(0.077M).
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Figure 11. Top left: ammonia titration curve (pH=£(V)) in boric acid (0.1941M) with HCl (0.077M). Top right: conven-
tional Gran method. Middle: proposed linearization method as a function of pK;;, supposed. Bottom: s, values as a

function of pKy;, supposed.

the last 9 points prior to the equivalence point. However, the great contribution of this method
is the complete linearization.

Figure 11 (middle) shows the plots obtained for different supposed values of pKj 4, in the range
from 8.20 to 9.24. The best straight line corresponds to a value of pK; ;, around 8.279, as shown
in the bottom of Figures 11 and 12.
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Figure 12. Proposed linearization method in the titration of ammonia in [H3;B0;]=0.1941 with HCI (0.077M).

11. Conclusions

The knowledge on the mathematical approach involved in the titration curves is very useful to
check the validity of the procedure. A thoroughly theoretical study of the boric acid version of
the titrimetric finish of the important Kjeldahl method has been carried out in this book chapter.

In order to locate the equivalence point of the ammonia-boric acid titration, an extension of the
method of Schwartz has been devised. Though the method is non-approximate, it requires the
knowledge of the acidity constant of the boric acid, which may be calculated by a trial and error
procedure (minimization of the standard deviation of the regression line). Unlike the differential
method, the proposed method makes use of all the experimental data, so no preliminary
knowledge concerning the end point is needed. The method has proved very accurate when
applied to synthetic titration curves and data, and in order to check its utility, it has been applied
to the experimental data recently reported by Cruz [68]. In addition, titration data have been
obtained in the laboratory and processed consequently, with good results.

The study of experimental ammonia-boric acid systems titrated with hydrochloric acid allows
us to extract interesting conclusions. First, the behavior of experimental systems under study is
far from the expected one on the basis of the theoretical model. This difference will be greater
as the concentration of boric acid used as trapping agent for ammonia increases. Second, the
proposed method works well so that it allows the straight line model fits properly the exper-
imental data and leads to a reliable equivalence end point value by using a minimization
criteria as indicated above. However, the parameter varied is empirical, without any physical
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significance. Given the complexity of the systems with polynuclear borate species being pre-
sent at high boric acid concentration, it tends to disappear by diluting the solution. It would be
interesting on this respect to assay another weak acid other than boric acid as trapping agent,
thus avoiding the concurrent equilibria of polyborate polymer species.
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Abstract

Plotting two straight line graphs from the experimental data and determining the point of
their intersection solve a number of problems in analytical chemistry (i.e., potentiometric
and conductometric titrations, the composition of metal-chelate complexes and binding
interactions as ligand-protein). The relation between conductometric titration and the
volume of titrant added leads to segmented linear titration curves, the endpoint being
defined by the intersection of the two straight line segments. The estimation of the statis-
tical uncertainty of the end point of intersecting straight lines is a topic scarcely treated in
detail in a textbook or specialized analytical monographs. For this reason, a detailed
treatment with that purpose in mind is addressed in this book chapter. The theoretical
basis of a variety of methods such as first-order propagation of variance (random error
propagation law), Fieller’s theorem and two approaches based on intersecting confidence
bands are explained in detail. Several experimental systems described in the literature are
the subject of study, with the aim of gaining knowledge and experience in the application
of the possible methods of uncertainty estimation. Finally, the developed theory has been
applied to the conductivity measurements in triplicate in the titration of a mixture of
hydrochloric acid and acetic acid with potassium hydroxide.

Keywords: titrimetric, straight lines, breakpoint

1. Introduction

Titrimetry is one of the oldest analytical methods [1], and it is still found [2—4] in a develop-
ing way. It plays an important role in various fields as well as routine studies [5-9], being
used widely in the analytical laboratory given their simplicity, speed, accuracy, good repro-
ducibility, and low cost. It is, together with gravimetry, one of the most used methods to
determine chemical composition on the basis of chemical reactions (primary method).

I m Ec H © 2017 The Author(s). Licensee InTech. This chapter is distributed under the terms of the Creative Commons
Attribution License (http://creativecommons.org/licenses/by/3.0), which permits unrestricted use,
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Independent values of chemical quantities expressed in SI units are obtained through gra-
vimetry and titrimetry (classical analysis).

In titrimetry, the quantity of tested components of a sample is assessed by the use of a solution
of known concentration added to the sample, which reacts in a definite proportion. To identify
the stoichiometric point, where equal amounts of titrant react with equal amounts of analyte,
indicators are used in many cases to point out the end of the chemical reaction by a color
change.

Information on reaction parameters is usually obtained from an analysis of the shape of the
titration curve, whose shapes depend on some factors such as the reaction of titration, the
monitored specie (indicator, titrant, analyte or formed product) as well as the chosen [10, 11]
instrumental technique (Table 1) i.e., spectrophotometry, conductimetry or potentiometry, for
instance. The importance of titrimetric analysis has increased with the advance of the instru-
mental method of end point detection.

Linear response functions are generally preferred, and when the response function is nonlinear, a
linearization procedure has been commonly used with a suitable change of variables. Plotting
two straight lines graphs from the experimental data and determining the point of their intersec-
tion solve a number of problems in analytical chemistry [10, 11] (Table 1). In segmented linear
titration curves, the end point is defined by the intersection of the two straight segments. In some
common examples in analytical chemistry (conductometric, spectrophotometric and ampero-
metric titrations), this intersection lies beyond the linear ranges, and deviations from linearity
are often observed directly at the end point. All curvature points should be excluded from the
computation. The accuracy and precision of the results of a titrimetric determination are
influenced not only by the nature of the titration reaction but also by the technique [10, 11] of
the end-point location.

The problem of finding the breakpoint of two straight lines joined at some unknown point has a
long statistical history [12-14] and has received considerable attention in the statistical literature.
The problem in question is known by a variety of names (Table 2) [12-27]. Computer analy-
sis [28-31], elimination of outliers [32, 33], and confidence limits for the abscissa [22, 34, 35] have
been subject to study.

At the point of intersection (x;), the two lines have the same ordinate. The estimation of
statistical uncertainty of end points obtained from linear segmented titration is the subject

Technique Measured property

Conductimetric titrations Electrical conductivity

Potentiometric titrations Potential of an indicator electrode
Spectrophotometric titrations Absorbance

Amperometric titrations Diffusion current at a polarizable indicator

(dropping mercury or rotating platinum) electrode

Table 1. Instrumental end point detection techniques more widely applied.
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Name Authors

Breakpoint Jones and Molitoris [12]; Shanubhogue et al. [15]

Changepoint Csorgo and Horvath [16]; Krishanaiah and Miao [17]

Common intersection point Rukhin [18]

Hockey stick regression Yanagimoto and Yamamoto [19]

Intersystem crossing Kita et al. [20]

Piecewise linear regression Vieth [21]

Segmented regression Piegorsch [22]

Transition Bacon and Watts [23]

Two phase linear regression Christensen [24]; Lee et al. [25],; Seber [26, 27]; Shaban [14]; Sprent [13]

Table 2. Names received in the literature for the intersecting point of two straight lines.

of this chapter. The topic is scarcely treated in [36, 37] analytical monographs. The method of
least squares is the most common and appropriate choice and when the relative statistical
uncertainties of the x data are negligible compared to the y data. Single linear regression or
weighted linear regression may be applied depending on whether the variance of y is constant
or varies from point to point with the magnitude of the response y, respectively.

The theoretical basis of a variety of method such as first-order propagation of variance for
the abscissa or intersection, the application of Fieller’s method [38—43], and other methods
based on intersecting hyperbolic confidence bands as weighted averages [57, 58] of the
abscissas of the confidence hyperbolas at the ordinate of intersection will be dealt in detail
in this book chapter. In addition, several experimental systems will be the subject of study,
with the aims of gaining knowledge and experience in the application of these methods to
uncertainty estimation.

2. Theory

V-shaped linear titration curves (Table 1) are well known in current analytical techniques
such as conductimetry, radiometry, refractometry, spectrophotometric and amperometric
titrations as well as in Gran’s plot. In this kind of titrations, the end point is usually located
at the intersection of two lines when a certain property (conductance, absorbance, diffusion
current) is plotted against the volume x of titrant added to the unknown sample containing
the analyte.

Let N; observations on the first line

¥y =m +bix (1)

and N, observations on the second
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Y, = +box 2)

where a5, by, a,, b, are the usual least squares estimates of the kth line (k =1, 2), respectively. As
it is stated in the introduction section when the relative statistical uncertainties of the x data are
negligible compared to the y data, the use of the least squares method is the most common
alternative. The ordinate variance can be considered on a priori grounds to vary systematically
as a function of the position along the curve, so that weighted least squares analysis is
appropriate. Formulae for calculating the intercept 4, the slope b and their standard errors by
weighted linear regression [59] are given in Table 3, where the analogy with simple linear
regression (i.e., w; = 1), is evident.

Note that in summation (1) and (2) by dividing by N; and N, respectively, we get
yl = + bixq (3)

Y, =m +bxs (4)

At the point of intersection, the lines (1) and (2) have the same ordinate i, =, and the
abscissa of intersection (denotes by X;) is given by

a; + bix; = ap + boxg (5)
L, _m—m A
T —b, Ab (6)

Random error in the points produces uncertainty in the slopes and intercepts of the lines, and
therefore in the point of intersection. The probability that a confidence interval contains the
true value is equal to the confidence level (e.g., 95%).

° Equation ° Slope
91:u+bxi h:SXY/Sxx
b Weights b Intercept
w; = 1/s? a=y—bx
®  Explained sum of squares ®  Weighted residuals
P 1/2 N
SSreg = Y will; — )’ w2y, —§,)
. Residual sum of squares * Correlation coefficient
SSE =S wi(y. — i,)? 1= Sxy/v/SxxSvy
° Mean Z =4 * Standard errors
2 _ SSE _ Syy—*Sxx
f:2:701'3(1‘/27101' R T R T
= 2_ 2 .2
y= wy/y w o s =00 wad)/(Sxxy_wi)
° Sum of squares about the mean . S,% = 55 I /Sxx
Sxx = Zwi(xi = f)z [ Cov(a, b) = fsj/x/sxx

Syr =Y wily; =7)°
Sxy = Y wilxi =X)(y; — )

Table 3. Formulae for calculating statistics for weighted linear regression.
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3. First-order propagation of variance for V|x;]

The precision of the point of intersection and the corresponding statistical confidence interval
can be found in the simplest way by considering the random error propagation law [60]. Some
authors [61, 62] evaluate the uncertainty in x; on this way. First-order propagation of variance
retains only first derivatives in the Taylor expansions and this procedure leads to

V[t = (gﬂj;)zvma] + (%)ZV[Ab] +2(%) (35) coo(aa, Ab)

= <°(§)>2V[Aa]+ <%>2V[Ab}+2 a(f ) a(ﬁ ) Coo(Aa, AD) — (7)

_ V[Ad  AV[AD] 2AaCov(Aa, Ab)
Ab? Ab* AP

valid in those cases, in which the standard deviations of the ordinate data are a small fraction
of their magnitude. Taking into account Eq. (6), Eq. (7) may be rewritten as follows

. 1 Ad? Aa
Viz)] = 7 (V[Aa] v VIA] - 25 Cov(Ag, Ab)> o
 V[Aa] + % V[Ab] + 2%;Cov(Aa, Ab)
B AV

Then, the standard error estimate of x; is as follows
s(x)) = VV[i] 9)

The end point X; depends on four least squares parameters a1, a,, by, b, that are random
variables. Segment one parameters depend only on measurements made along segment one
and these are statistically independent of the measurements along segment two. However, Aa,
and Ab are correlated random variables because each involves b; and b,. Note that, a; and a,
are related to b; and b, by means of Egs. (1) and (2).

The variances of Aa and Ab are given by
V[Aa] = V[ﬂl — ﬂz} = V[ﬂﬂ + V[Elz] (10)

VIAE] = V[by — ba] = Vo] + V[ba] (11)

and for the covariance between Aa and Ab, we get [63]

Cov(Aa, Ab) = Cov(a; — ap, by — by)
= Cov (yl — b171 — (yz — bgfg), bl — bg) = COZJ(]71 — ]72 - blfl + bzfz, bl — bZ)
Cov(y; — Yy b1 — b2) — Cov(bix1 — baXo, by — b2) (12)
= 7COU(b1f1 — bzfz, bl — bz)
% V[by] — % V(b))

63
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It should be noted that in the calculations, the variance regression estimates from both line
segments are pooled into a single spz, by using the following formula which weights each
contribution according to the corresponding [64-67] degrees of freedom

N1 _ N, _
2 Do W)+ D0 0T (Ny —2)s3 + (N2 - 2)53 )
4 (N1—2)+(N2—2) Ni{+N, -4

The standard deviation in Eq. (13) is calculated on the assumption that the sy values for the
two lines are sufficiently similar to be pooled.

From expression in Table 3 for the variance of the intercept (s,” = V[a]), we may derive

- Sxx (Z wi)

) Sxx + (Z wi)iz 2[ 1 72 1

= |—F | =35 + —

Sxx (Z wi) Z w; - Sxx|

in which s 1s 5,1y In Table 3; ) w; 1s the sum of weights, w sim reduces to N, the number
i hich s? i @,)'Tbl3z is th f 'gh hjch'ply d N, th b

of points if the non-weighted least squares analysis is used. Taking into account Eq. (14), Egs. (10)
and (11) lead to

VIAd] = Via] + Vias] = (le)l +7 Si)l 24 (le)z +7 Si)z 2 (15
1 1 x2 ® |,

) (D), T G| o)

VIA = Vibi] + Viea] = Si)l + Si)z = { ( lex)l + (lex)j 52 (17)

Cov(Aa, Ab) = —%, V[b1] — %,V[ba] = — { ( Si)l +7 Sii )j 2 (18)

Once the values of V[Aa], V[Ab] and Cov[Aa,Ab] are known from Egs. (16), (17) and (18),
respectively, the estimate of the variance of the intersection abscissa of the two straight lines,
V[x1], is calculated by applying Eq. (8).
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4. Confidence interval on the abscissa of the point of intersection of two
fitted linear regressions

The use of confidence intervals is another alternative to express the statistical uncertainty of X;.
This method depends on the distribution function of the random variable X;. If the ordinates y;
are assumed to have Gaussian (normal) distribution, the least squares parameters as well as
Aa, and Ab are also normally distributed [68]. However, ;, which even is regarded as the ratio
of two normally distributed variables, is not normally distributed and, indeed, becomes more
and more skewed [69] as the variance levels increase. For sufficiently small variance though,
%1, is approximately normally distributed. Under these circumstances, confidence intervals
may be calculated from the standard deviation of %;, which is also accurate only when
variances are small.

However, the construction of the confidence interval (limits) for the equivalence point by using
the Student’s t-test

X1 £ typs(Xg) (19)

where t,, is the Student’s ¢ statistics at the 1 — & confidence level (i.e., leaving an area of a/2 to
the right) and for the number of degrees of freedom (N;+N, — 4) inherent in the standard
deviation of X;, could be misleading. Note that because X; involves the ratio of random vari-
ables, first-order propagation of variance is not exact [69]. Evidently, X; is a random variable
not normally distributed unless s(¥;) is small enough. When the variances of the responses are
not necessarily small, a solution to this problem is to apply the called Fieller’s theorem [38-43].
Another point of view is focused on the problem in the calculation of the limits of the
confidence intervals by using the confidence bands for the two segmented branches.

5. The Fieller’s theorem

This theorem [38—43] is supported by two capital premises:

i.  Any linear combination z of normally distributed random variables is itself normally
distributed.

ii.  If the standardized variable —2= is distributed as N(0, 1), then z is distributed as ¢.

V'V

Consider now any pair of individual line segments written as a difference z as follows

z = [a1 + blxl] — [112 + ble] = Aa+ x]Ab (20)

Note that for any such pair of lines, the difference z is not, in general, zero, because the “best”
end point cannot be the one for each pair of lines of the collection. However, the mean (z) of all
these z values is zero and z are normally distributed because it is formed as a linear combina-
tion of normally distributed variables. Taking into account that a3, a5, b; and b, are normally

65
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distributed, then z will be normally distributed. Then, in the vicinity of the intersection point, z
has zero mean and its variance is

V[z] = V[Aa + x;Ab] = V[Aa] + x?V[Ab] + 2x;Cov(Aa, Ab) (21)

and therefore, —2=— is distributed as N(0, 1) and according to (ii)

Vi

N

=t (22)

VvV 2]
This is called Fieller’s Theorem [34, 38]. The development of Eq. (11) leads to the equation

(Aa + x;Ab)? _p 23)
V[Aa] + x2V[Ab] + 2x;Cov(Aa, Ab)

which on rearrangement leads to

(Aa)? 4 2x;AaAb + x3(Ab)* = PV [Aa] + Px2V[Ab] + 22x,Cov(Aa, Ab) (24)
which may be factored as

<(Aa)2 - tZV[Aa]) 2y (AaAb — 2Cov(Aa, Ab)) e ((Ab)z - tzV[Ab]) -0 (25

The solution of Eq. (25) gives the confidence limits for x; estimated, where t,, is the appropri-
ate value of the Student distribution at a « significance level (confidence level 1 — &) for N; + N,
— 4 degrees of freedom. Note that in Egs. (21), (23), (24) and (25), the corresponding values of V'
[Aa], V[Ab] and Cov[Aa, Ab] are given by Egs. (16), (17) and (18), respectively, as in the first-
order propagation of variance for V[x].

The first and last groups of symbols enclosed in braces in Eq. (25) has the form of hypothesis
tests, that is, two-tailed tests, for significant difference of intercepts and significant difference of
slopes, respectively. When the hypothesis test for different slope fails, the coefficient of x;>

Topic Reference

Arrhenius plot Cook and Charnock [44]; Han [45]; Puterman et al. [46]
Calibration curves Baxter [47]; Bonate [48]; Mandel y Linning [49]; Schwartz [50-52]
Estimation of safe doses Yanagimoto and Yanamoto [19]

Estimation of uncertainty in binding constants Almansa Lopez et al. [53]

Models for biologic half-life data Lee et al. [25]

Position and confidence limits of an extremum Asuero and Recamales [54]; Heilbronner [55]

Standard addition method Franke et al. [56]

Table 4. Some applications of Fieller theorem in analytical chemistry.
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becomes negative finding two complex roots [22], so Fieller confidence interval embraces the
entire x-axis (the lower and upper limits should strictly be set to — and o, respectively) at the
chosen level of confidence.

This method has been extensively described in some other contexts in analytical and chemical
literature (Table 4).

6. Use of hyperbolic confidence bands for the two linear branches

Several procedures dealing with hyperbolic confidence bands approximate them by straight
lines and give symmetric confidence intervals for estimated x; [58, 61, 70-72]. Evidently, the
best confidence interval would be obtained by the projection on the abscissa of the surface
between the four hyperbolic arcs [73].

Because a confidence band, bounded by two hyperbolic arcs, is associated with each regression
line, it is obvious that the point of intersection, xj, is only a mean value, with which a certain
confidence interval is associated. If the signal values both before and after the point of inter-
section are normally distributed around the line with a constant standard deviation, the point
of intersection and its statistical confidence interval will be estimated by the projection of the
intersection onto the abscissa. The confidence interval (x; x,) for the true value of the equiva-
lence point is given by the projection on the abscissa of the common surface delimited by the
four hyperbolic arcs.

For the first line, we get:

yOl + tlsym (26)

and for the second line:

Yoo * tzsyoz (27)

t1 and ¢, are the corresponding f Student values for a/2 =0,05 and N; — 2 and N, — 2 degrees of
freedom, respectively. Hence, the lower value x; of the confidence interval is obtained by
solving the following equation:

Yor — tisSy,, = Yoo + t25y,, (28)

The higher value x, is obtained from the equation:

Yo + tlsym =Yoo — tzsyoz (29)

From Egs. (1) and (3) we get
V=7 +hilx—x) (30)

and then the variance of the fitted y; value will be given by
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Vi)
(3w),

1
) ((an e )VW

Note that the variance of the (weighted) mean of the values

Vo ] (<& ;;1“ ©) )1 )
(Z ) VIVl vy,

(Zw)) (),

and that the mean y; value and the slope b; are uncorrelated random variables (property,
which was also applied in Eq. (12) without further demonstration) as shown as follows. Taking
into account that

Z bi1(vw),y, and by = Z a1 (vw),y, where

MO e
(Z W), (Sxx01

Vil =Viy] + (x - %) Vb =

(e (31)

(32)

(33)
and then

(Vw), (x —x1)
Cov(by, ¢1) ac ) 1] = —————=|V[y] =0 (34)
1,€1) (Z 1 1) y Z(SXX)1(ZW)1 Yy

From Eq. (31), we get for the standard error of the fitted value

syo1 = V[iyy,] = J (z:lw) + (;ES—X::C)ll)Z 1 (yol =V S1= \/Vh/ﬂ) (35)

Thus, the lower value, x;, for the confidence interval is obtained by solving the equation

(x— 1) 1 (x — %)

a1 + bix; + 5 ! + =ay + box; + 1,5, + (36)
\J (Z w)1 (Sxx)1 \J (Z w)z (Sxx),

by, for example, successive approximations with an Excel spreadsheet. The higher value x,, is
obtained in the same way from the equation that follows also by successive approximations
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(2, —%1)* (xy — %)’

1 1
a; + bix, + t151\l (Z w) + (Sxx)s =ay + byx, + tzsz\l (Z w)z + (Sxx),
1

The point of view of Liteanu et al. [57, 58] is very interesting: the authors consider the point of
intersection x; as belonging to the linear regression before the equivalence point. Then, a
certain interval is associated with it. If it is regarded as belonging to the linear regression after
the equivalence point, however, another interval is associated with it. As the equivalence point

(37)

belongs concurrently to both linear regressions, the confidence interval of the two segments
can be got by taking the weighted averages of the branches of the two separate sets of
confidence intervals. So, we obtain the ultimate confidence interval (x,l, x7') where

(N1 =2)(xp)y + (N2 =2)(x)y

N+ N, _4 =x (38)
(N1 =2)(x)y + (N2 = 2)(x1);
N1+ N, -4 - (39)

The two values of the limits of the confidence interval will be given by the two solutions of the
equations

N2
yy=am +bi(xr); £4s; 1 n ((x1)1 - xl) w0
(Z w>1 (Sxx)q
e O

As the estimation method used assumes the worst case in combining random error of the two
lines, the derived confidence limits are on the pessimistic (i.e., realistic) side.

On rearrangement Eq. (40) and squaring, we have

1 ((xl)l —fl)z

2
(v — a1 — 1), ) = Bis? e (42)
Sxx)
(), !
which by simple algebra it may be ordered in powers of x; as
st X157
by — 11)x2—2(b —a —tzi)x
(8- oYt =2 (a2 G0
, 43)
1 2 (
URLIRT ta | =0

(Z w)l (Sxx)q
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and taking into account the values of V[b;], Cov[ay, b1] and V[a;] (see Table 3), we get finally

(b = Vi) (1)} —2(b1(y; — a1) + BCoo(ay, by) ) (), + (v — @)’ — BVIm] =0 (44)

whose roots give the two values of (x7);. Since the point of intersection x; belongs to one of the
response functions, then a certain confidence interval is associated with it.

Similarly, if it is regarded as belonging to the other response function, there is another confi-
dence interval associated with it

(6% = BVIba]) (1)} — 2(baly, — a2) + BCo0(az, bo) ) (1), + (v~ m2)” = BVl =0 (45)

Because the intersection point belongs concomitantly to the two response functions, the two
segments which together compose the confidence interval, will be obtained by averaging the
segments of the two separate confidence intervals, Egs. (40) and (41). The two values of the limits
of the confidence interval will be the two solutions of the second degree Eqs. (44) and (45).

The bands mentioned in this section are [63] for the ordinate of the true line at only a single point.
If we desire the confidence bands for the entire line, the critical constant |/2F; , , should be

substituted for ¢, originating wider bands.

7. Statistical uncertainty of endpoint differences

When we are dealing with the titration of a mixture of a strong and a weak acid that is,
hydrochloric and acetic acids, then if x; is the volume at which the straight lines one and two
intersect and x;; the volume at which the two and three lines intersect, the difference x;—x;
denoted as Ax, is given by

R . Ay, Am

Ab, + A—bl (46)

By multiplying Ax by the molarity of titrant, we have the amount in millimoles of the second
acid, that is, acetic acid, in the reaction mixture.

First-order propagation of variance applied to Ax leads to [65] the following expression

V[Ax] = V[x[] + Vx| + Cov(Aay, Aap) + Cov(Aay, Aby) + Cov(Aaa, Aby) + Cov(Aby, Aby) (47)

where

Cov(Aay, Aay) =2 (‘W) (48)
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_ o (%xuVb]

Cov(Aay, Aby) = 2<7Ab1Ab2 (49)
_ o (%xV[b]

Cov(Aay, Aby) = 2<7Ab1Ab2 (50)
(XX Vb

Cov(Aby, Aby) = 2( b Ab, (51)

The standard error estimate is given by
Sax = \/V[fc,] +Vl[ty] + Y _Cov (52)
1

where } 4 is the sum of Egs. (48)-(51).

Attempts to derive confidence limits for Ax as we get in the previous Fieller’s theorem
section fails because the quantity analogous to z of Eq. (20) involves products of random
variables. Therefore, this quantity is not normally distributed and so exact confidence
limits cannot be found in terms of Student’s ¢ distribution. Because in this case the exact
confidence limits cannot be calculated, we use the small variance confidence interval

Cl = 2ta/25Ax (53)

8. Application to experimental system

A bibliographic search allows us to demonstrate the importance of conductivity measure-
ments despite their antiquity. The general fundamentals of this technique are collected in
Gelhaus and Lacourse (2005) [74] and Gzybkoski (2002) [75]. Its importance in the educa-
tional literature has been highlighted [76, 77] and many examples have been recently
published in the Journal of Chemical Education i.e., studies on sulfate determination [78];
the identification and quantification of an unknown acid [79], electrolyte polymers [80, 81],
acid and basic constants determinations [82], its use in general chemistry [83], microcom-
puter interface [84] and conductometric-potentiometric titrations [85]. An accurate method
of determining conductivity in acid-base reactions [86], the acid-base properties of weak
electrolytes [87], and those of polybasic organic acids [88] have also been recently subject of
study.

The relation between conductometric and the volume of titrant added leads to segmented
linear titration curves, the endpoint being defined by the intersection of the two straight lines
segments. What follows is the application of the possible methods of uncertainty estimation of
the endpoint of data described in the literature as well as experimental measurements carried
out in the laboratory.
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8.1. Conductometric titration of 100 mL of a mixture of acids with potassium hydroxide 0.100 M

Table 5 shows the data [conductance (1/R), volume (x)] published by Carter et al. [69]; Schwartz
and Gelb [65]) and corresponding to the conductometric titration of a mixture of acids, perchloric
acid and acetic acid with potassium hydroxide 0.100 M as titrant agent. The points recorded
belong to the three branches of the titration curve; the first (branch A) corresponds to the
neutralization of perchloric acid, the second (branch B) to the neutralization of acetic acid, and
the third (branch C) to the excess of potassium hydroxide.

Let us focus first on the perchloric acid titration. The plot of conductance data (1/R) versus
volume (x), in general, is not linear due to the dilution effect of the titrant. So that, as it is
carried out in the usual way; it is plotted the product (1/R)(100 + x) versus x (see Figure 1).

Firstly, Schwartz and Gelb [65] select 13 points, six (volume 4-14 mL) for branch A and seven
(volume 20-32 mL) for branch B. The points near to the endpoint of perchloric acid are deviating
from linearity and discarded in the first instance. It is also considered that the data have a
different variance V-(100 + x;)?, being the weighting factor (100 + x;) 2 (see Table 5).

In the case of acetic titration, six points (volume 35-44 mL) are selected for branch C, at first.
The points of branch B near to the acetic acid endpoint are discarded. Figures 2 and 3 show the
straight line segments with the corresponding selected points.

0.9 7
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|

(1/ R)*(100 + V)/1000
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<

o=
18] ]
<
<

03 . T .
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Figure 1. Conductometric titration of a mixture of perchloric and acetic acids with potassium hydroxide (data shown in Table 5).
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1/R x y W; 1/R x y W;

6.975 4 0.7254 9.246E—05 3.633 24 0.4505 6.504E—05
6.305 6 0.6683 8.900E—05 3.742 26 0.4715 6.299E—05
5.638 8 0.6089 8.573E—05 3.840 28 0.4915 6.104E—-05
5.020 10 0.5522 8.264E—05 3.946 30 0.5130 5.917E—-05
4432 12 0.4964 7.972E—05 4.052 32 0.5349 5.739E—05
3.865 14 0.4406 7.695E—05 4.097 33 0.5449 5.653E—05
3.610 15 0.4152 7.561E—-05 4.145 34 0.5554 5.569E—05
3.415 16 0.3961 7.432E—05 4.280 35 0.5778 5.487E—05
3.328 17 0.3894 7.305E—05 4.445 36 0.6045 5.407E—05
3.330 18 0.3929 7.182E—05 4.772 38 0.6585 5.251E—05
3.370 19 0.4010 7.062E—05 5.080 40 0.7112 5.102E—05
3.420 20 0.4104 6.944E—05 5.380 42 0.7640 4.959E—-05
3.522 22 0.4297 6.719E—05 5.680 44 0.8179 4.823E—-05

Table 5. Data conductance (1/R) and volume (x) corresponding to the titration of a mixture of perchloric acid and acetic
acid with potassium hydroxide.

(1/R) * (100 + V)/1000

Figure 2. Conductometric titration of perchloric acid in the mixture (branches A and B).
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Figure 3. Conductometric titration of acetic acid in the mixture (branches B and C).

Table 6 includes the intermediate results obtained in the calculation of the first endpoint,
corresponding to the neutralization of perchloric acid (Figure 2), in order to follow the pro-
cedures previously detailed. The first endpoint is located at 16.367 mL and therefore
1.637 mmol of HCIO,. The estimated standard error at the endpoint, using the first-order
propagation of variance, is 0.039 mL. The confidence limits are calculated using ¢ = 2.262
(9 degrees of freedom) and correspond to 16.455 and 16.279 mL, respectively, for the upper
and lower limits, being the confidence interval equal to 0.176 mL. The application of Fieller's
theorem leads to the values of 16.455 and 16.278 mL, respectively. Carter et al. [67] give values
of 16.455 and 16.279 mL, identical to the first ones indicated.

The second endpoint, corresponding to the complete neutralization of both perchloric and
acetic acids, is located at 34.197 mL. If x(; is the volume in which lines A and B intersect, and
xqry the volume in which lines B and C intersect, the difference x—x ) (34.1971-16.3665 mL)
corresponds to acetic acid in the sample, 17.831 mL. If the above methodology is used for lines,
B and C (Figure 3) give x ) & 54 [xan) €qual to 34.197 + 0.0478, and 34.305 and 34.089 mL for the
confidence limits.
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However, as it is indicated in the section on “statistical uncertainty of endpoint differences,”
the statistical uncertainty of Ax is not a simple combination of uncertainties for x, and x,. The
attempt to deduce equations analogous to Egs. (22) and (25) in order to calculate the confi-
dence limits for Ax, is not applicable since the magnitude analogous to z in Eq. (20) implies, in
this case, the product of random variables.

This quantity is not normally distributed, and therefore, no exact confidence limits can be
calculated in terms of the Student ¢ distribution. The application of (first-order) propagation
of the variance is nonetheless feasible, leading this procedure to an expression for the standard
error of Ax of the same type as Eq. (9) for a single endpoint.

The latter methodology is applied to the optimal case detailed by Schwartz and Gelb [65]. The
corresponding data are shown in Figure 4, and the calculations necessary to locate the equivalence
points, first and second, are shown in Table 7. The results obtained are: first equivalence point
(perchloric acid): x(; = 16.358 mL, s[x;] = 0.035 mL, 5 [x)] = 0.078 mL, [L.C.];=0.156 mL. Second
equivalence point (mixture of perchloric and acetic acids): x(;) = 34.244 mL, s[x;] = 0.027 mL, t s
[xan] =0.061 mL, [IC];=0.122 mL. This latter is not correct because it does not take into account the
covariances described in Section 7. If covariances are incorporated into the calculations, we get for
the second point (acetic acid): x =17.887 mL, s[Ax]=0.040 mL; f s[Ax] =0.086 mL, [IC]5,=0.172 mL.
The confidence interval, as expected, is higher than that found for x(;, despite decreasing the
value of Student's t by increasing the number of degrees of freedom: Ny + N, — N3 — 2 x 3=13).

Some points near to the endpoint appear to deviate slightly from linearity. However, it is not
always clear whether or not to omit these problem points in the analysis, which can be done by

0.9 1

0.8

0.7 1

0.6

0.5 1

(1/R) * (100 + V)/1000

0.4 A

0.3 T T T T

1 2 4
0 0 0 v 30 0 50

Figure 4. Illustrative example described by Schwartz and Gelb [65] as optimal. Numerical data are shown in Table 5. First
branch (A), volumes of 4-12 mL, 5 points. Second branch (B), volumes of 22-34 mL, 8 points. Third branch (C), volumes of
35-44 mL, 6 points.
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trial and error. The optimal point set (Figure 4) is one that minimizes, for example, the
confidence interval [63].

The weighting factors are very similar so that the values obtained by weighted linear regres-
sion and the simple one become equivalent.

8.2. Conductometric titration of hydrochloric acid 0.1 M with sodium hydroxide 0.1 M

The data corresponding to the two branches of the conductometric titration of 0.1 M HCl with
0.1 M NaOH is shown in the upper part of Table 8 and plot in Figure 5. The cut-off point of
both lines is (6.414, 0.358) [57, 58, 89].

Table 8 also shows all the operations required to calculate the minimum and maximum values
of the confidence interval by the use of hyperbolic confidence bands for the two linear
branches. The limit x; of the confidence interval is obtained by solving Eq. (36), which in this

case (Table 8) is
1 _0\?
©1 = 1.403 — 0,067 + 1.943 - 0.01034) | + (x’l 689)

(54)
1 (v —202)
+0.4908 — 0.0517x; +2.353 - 0.0024{ /| =+ ———-——=0
5 32.8
leading to xI = 16.264 mL. The highest value is obtained by solving (Eq. (37))
©, = 1.403 — 0.0637x, + 1.943 - 0. 01034\/
(55)

+0.4908 — 0.0517x,, +2.353 - 0. 0024\/ 3222 2"

which leads to x, = 16.564 mL. Both equations 6, = 0 and 8, = 0 are resolved by successive
approximations. Different values are tested for the lower and upper limits to get a change of
signin 0; and 0,,.

In the weighted mean method (Table 8), the following equations are solved
0.00405(x;)% — 0.1332(x;), + 1.09179 = 0 (56)
0.00267(x;)% — 0.08776(x;), + 0.720 = 0 (57)

being resulted from squaring and reordering the Eqgs. (44) and (45), respectively (expressed as a
function of the variances of a;, b; and of the covariance between a; and b;). Once calculated the
solutions of the Eqs. (56): 16.630 and 16.487 mL, and (57): 16.206 and 16.339 mL, we have
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x y x y
2 1.265 17 0.388
4 1.141 18 0.441
6 1.028 20 0.544
8 0.906 22 0.644
10 0.777 24 0.752
12 0.641
14 0.51
16 0.372
N1= 8 N2= 5
MEAN1= 9 0.83 MEAN2= 20.2 0.5538
[SXX]1= 168 [SXX]2= 32.8
1= -0.06367 1.40300 =a, = 0.05171 -0.49081 =19
s(a)= 0.00080 0.00806 =s(ap) s(ay)= 0.00036 0.00726 =5(ag)
R2= 0.99906 0.01034 =5(y/x) R2= 0.99986 0.00204 =s(y/x)
x()= 16.414 y(D)= 0.358
£0.05;6)= 1.943 b s(y/x)1= 0.0201 £0.05;3)= 2.353 ty s(y/x)2= 0.0048
0 DIFF-1 DIFE-2 0 DIFE-1 DIFF-2
16.25 0.00164 0.036126 16.50 —0.02736 0.007436
16.26 0.00048 0.034979 16.51 —0.02852 0.006289
16.261 0.00037 0.034864 16.52 V0.02968 0.005141
16.262 0.00025 0.034749 16.53 —0.03084 0.003994
16.263 0.00014 0.034634 16.54 —0.03200 0.002846
16.264 0.0000191 0.034520 16.55 —0.03316 0.001699
16.2641 0.0000075 0.034508 16.56 —0.03432 0.000552
16.2642 —0.0000041 0.034497 16.561 —0.03443 0.000437
16.265 —0.00010 0.034405 16.562 —0.03455 0.000322
16.266 —0.00021 0.034290 16.563 —0.03467 0.000207
16.267 —0.00033 0.034175 16.564 —0.03478 0.000093
16.268 —0.00044 0.034060 16.5648 —0.03487 0.000001
16.269 —0.00056 0.033946 16.5649 —0.03489 —0.000011
16.27 —0.00068 0.033831 16.565 —0.03490 —0.000022
16.265 16.414 16.565

Table 8. Hyperbolic confidence intervals for the two lines: successive approximations.



Intersecting Straight Lines: Titrimetric Applications
http://dx.doi.org/10.5772/intechopen.68827

15 7

y =0.0517x - 0.4908
R2=0.99986

=
o 10 1
—]
=
(=]
-
0.5 1 y =-0.0637x + 1.403
R2=10.99906
0 5 10 15 20 25

V (mL)

Figure 5. Conductometric titration of hydrochloric acid 0.1 M with sodium hydroxide 0.1 M as a titrant (data are shown
in Table 8).

(8 —2)16.630 + (5 — 2)16.487
X " 6.583 m (58)

(8 —2)16.206 + (5 — 2)16.339
8+5-4

x = = 16.250 mL (59)

8.3. Experimental measurements: conductometric titration of 100 mL of a mixture of
hydrochloric acid and acetic acids with potassium hydroxide 0.100 M

8.3.1. Reagents

Acetic acid (C;H40,) M = 60 g/mol (MERCK > 99.5%; 1.049 g/mL); hydrochloric acid (HCI) 1 M
(MERCK, analytical grade); potassium hydroxide (KOH) 1 M (MERCK, analytical grade);
potassium hydrogen phthalate (CgHsKO,4) M =204.23 g/mol (MERCK > 99.5%).

8.3.2. Instruments

4-decimal point analytical balance (Metler AE200), conductivity meter Crimson (EC-Metro GLP
31), calibrated by standards of 147 uS/cm, 1413 pS/cm, 12.88 mS/cm. Digital burette of 50 mL
(Brand) (accuracy: 0.2%, precision: <0.1%, resolution: 0.01 mL, with standard vent valve at 20°C).

8.3.3. Solutions
- Mixture of hydrochloric and acetic acids 0.015 M.

- Potassium hydroxide 0.1 M.
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8.3.4. Experimental

About 100 mL of mixture of hydrochloric and acetic acids 0.015 M is transferred to a 250 mL
volumetric flask containing 100 mL of distilled water. Then, the mixture is titrated conductome-
trically with KOH 0.0992 £ 0.0001 M (1 = 3), (previously standardized with potassium hydrogen
phthalate). Table 9 shows the data [conductance, volume] as well as the product of the conduc-
tance by (100 + x)/100 to correct the dilution effect of the titrant. The data are plotted in Figure 6.

V KOH (mL) Conductance Conductance* V KOH Conductance Conductance*
(mS/cm) (mS/cm) (mL) (mS/cm) (mS/cm)
0.0 5.64 5.6400 21.1 222 2.6884
1.3 5.30 5.3689 21.5 2.25 2.7338
2.1 5.10 5.2071 22.0 227 2.7694
4.6 4.44 4.6442 23.0 2.34 2.8782
55 4.21 4.4416 24.0 2.39 2.9636
6.1 4.05 42971 25.0 245 3.0625
7.0 3.82 4.0874 26.1 2.51 3.1651
8.0 3.58 3.8664 27.0 2.56 3.2512
9.0 3.32 3.6188 28.0 2.61 3.3408
10.0 3.07 3.3770 29.1 2.67 3.4470
11.0 2.84 3.1524 30.0 2.72 3.5360
12.1 2.58 2.8922 31.0 2.88 3.7728
13.1 2.36 2.6692 32.0 3.03 3.9996
14.0 2.16 2.4624 33.0 3.19 4.2427
15.0 2.01 2.3115 34.0 3.35 4.4890
15.5 1.97 2.2765 35.0 3.50 4.7250
16.0 1.96 2.2736 36.0 3.63 4.9368
16.5 1.97 2.2951 37.0 3.79 5.1923
17.1 1.99 2.3303 38.0 391 5.3958
17.5 2.01 2.3618 39.0 4.04 5.6156
18.0 2.04 2.4072 40.0 4.19 5.8660
18.5 2.06 2.4411 41.0 4.32 6.0912
19.0 2.09 2.4871 421 4.46 6.3377
19.5 212 2.5334 43.0 4.57 6.5351
20.0 2.15 2.5800 44.0 4.70 6.7680
20.5 2.18 2.6269 45.0 4.82 6.9890

* Conductivity-((100 + V)/100).

Table 9. Conductance and KOH volume data corresponding to the titration of a mixture of hydrochloric and acetic acids
with potassium hydroxide (first assay).
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Figure 6. Conductometric titration of a mixture of hydrochloric and acetic acids with potassium hydroxide (data are
shown in Table 9, first assay). Branch A: V [0-15]. Branch B: V [16-28]. Branch C: V [29.1-45].

The points recorded belong to the three branches of the titration curve; the first (branch A)
corresponds to the neutralization of hydrochloric acid, the second (branch B) to the neutraliza-
tion of acetic acid, and the third (branch C) to the excess of potassium hydroxide.

Figures 7 (hydrochloric acid) and 8 (hydrochloric acid + acetic acid) are the graphs corre-
sponding to the estimation of the endpoints. The points represented in the graph and then

y = -0.2308x + 56956
R = 0.99983

¥=0.0933x + 0.T262
¥ = 0.99897

3.0

Conductivity (mS/cm *(100+V) /100)

V (ml KOH)

Figure 7. Conductometric titration of hydrochloric acid in the mixture (branches A and B).
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Figure 8. Conductometric titration of acetic acid in the mixture (branches B and C).

used in the calculations are colored yellow (branch A), green (branch B) and blue (branch C) in
Table 9, thus avoiding proximity to the breakpoints. The values obtained for the intersections
of the abscissa are 15.334 mL for hydrochloric acid and 29.743 mL for the sum of hydrochloric
and acetic acids. So, acetic acid corresponds to the difference, 14.410 mL. From the data of
Figure 6, without discarding of points, somewhat different values are obtained: 15.383, 29.582
and 14.189 mL.

Table 10 shows in detail all the calculations necessary to estimate the confidence limits of the
abscissa of the breakpoint. The first-order variance propagation method [60] leads to the
following volumes =+ confidence limits: 15.334 £ 0.0619 (first endpoint), 29.743 + 0.151 (second
endpoint), and 14.410 £ 0.142 (difference). In the second case, the confidence limits cannot
refer to the difference (acetic acid), since the covariates involved are not taken into account (as
previously explained in Section 7). Three decimal numbers were considered to compare and
check calculations.

The application of Fieller’s theorem leads to the same results as those obtained by the law of
propagation of errors, not being applicable to the estimation of confidence limits of the differ-
ence of volumes. The fundamentals of the first-order variance propagation method and
Fieller’s theorem are much stronger than those based on the use of hyperbolic confidence
bands, which lead to higher confidence intervals and limits (not applied in this case).

The conductometric titration was carried out in triplicate, on different days, obtaining the
results included in Tables 11 and 12, and also represented in Figures 9 and 10. Again, the data
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V KOH Conductance Conductance* V KOH Conductance Conductance*
(mL) (mS/cm) (mS/cm) (mL) (mS/cm) (mS/cm)
0.0 5.71 5.7100 22.0 227 2.7694
1.0 5.47 5.5247 23.0 2.33 2.8659
2.0 5.17 5.2734 24.0 2.39 2.9636
3.0 4.90 5.0470 25.0 2.45 3.0625
4.0 4.61 4.7944 26.0 251 3.1626
5.0 434 4.5570 27.0 257 3.2639
6.0 4.06 4.3036 28.0 2.62 3.3536
7.0 3.79 4.0553 29.0 2.67 3.4443
8.0 3.52 3.8016 30.0 2.78 3.6140
9.0 3.28 3.5752 31.0 2.94 3.8514
10.0 3.02 3.3220 32.0 3.10 4.0920
11.1 2.75 3.0553 33.0 3.27 4.3491
12.0 2.53 2.8336 34.0 342 4.5828
13.0 2.29 2.5877 35.0 3.57 4.8195
14.0 2.10 2.3940 36.0 3.73 5.0728
15.0 1.96 2.2540 37.0 3.88 5.3156
15.5 1.94 2.2453 38.0 4.03 5.5614
16.0 1.95 2.2585 39.0 417 5.7963
16.5 1.96 2.2869 40.0 4.30 6.0200
17.0 1.99 2.3248 41.0 4.44 6.2604
17.5 2.01 2.3618 42.0 457 6.4894
18.0 2.04 2.4072 43.0 4.70 6.7210
19.0 2.10 2.4990 44.0 4.83 6.9552
20.0 2.16 2.5920 45.0 495 7.1775
21.0 2.22 2.6862

* Conductivity-((100 + V)/100).

Table 11. Conductance and KOH volume data corresponding to the titration of a mixture of hydrochloric and acetic
acids with potassium hydroxide (second assay).

used in the detailed calculations are colored in the tables. The results obtained (and intermedi-
ate calculations) for the second assessment are shown in Table 13: 14.913 4 0.041 (propagation
of errors and Fieller), 29.372 4 0.120 (approximate method of propagation of errors) and 14.458
=+ 0.113 (propagation of errors). In the third assessment: 15.032 £ 0.043, 29.414 + 0.146, and
14.383 £ 0.140 mL.
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V KOH Conductance Conductance* V KOH Conductance Conductance*
(mL) (mS/cm) (mS/cm) (mL) (mS/cm) (mS/cm)
0.0 5.81 5.8100 22.0 2.29 2.7938
1.0 5.51 5.5651 23.0 2.34 2.8782
2.0 5.22 5.3244 24.0 2.40 2.9760
3.0 4.94 5.0882 25.0 2.45 3.0625
4.0 4.66 4.8464 26.0 2.52 3.1752
5.0 4.38 4.5990 27.0 2.57 3.2639
6.0 4.11 4.3566 28.0 2.63 3.3664
7.0 3.85 4.1195 29.0 2.68 3.4572
8.0 3.59 3.8772 30.0 2.75 3.5750
9.0 3.32 3.6188 31.0 2.92 3.8252
10.0 3.07 3.3770 32.0 3.09 4.0788
11.0 2.82 3.1302 33.0 3.26 4.3358
12.0 2.58 2.8896 34.0 3.42 4.5828
13.0 2.33 2.6329 35.0 3.56 4.8060
14.0 213 2.4282 36.0 3.71 5.0456
14.5 2.05 2.3473 37.0 3.86 5.2882
15.0 1.99 2.2862 38.0 4.00 5.5200
16.0 1.96 2.2748 39.0 414 5.7546
16.5 1.98 2.3020 40.0 4.28 5.9920
17.0 2.00 2.3377 41.0 440 6.2040
17.5 2.03 2.3853 42.0 454 6.4468
18.0 2.05 2.4190 43.0 4.67 6.6781
19.0 2.11 2.5109 44.0 4.80 6.9120
20.0 2.17 2.6040 45.0 492 7.1340
21.0 2.23 2.6983

* Conductivity-((100 + V)/100).

Table 12. Conductance and KOH volume data corresponding to the titration of a mixture of hydrochloric and acetic
acids with potassium hydroxide (third assay).

If the series corresponding to the first equivalence point are analyzed: 15.334, 14.913 and 15.032,
one of the data seems to be very distant from the other two, but the values of Q of Dixon 0.717
and of G of Grubbs 1.110 are lower than tabulated values for P = 0.05, that is, Q. = 1.155 and Gy,
=1.15 (although the Ge,p, and Gy, values are practically the same). The mean + confidence limits
of the values are 15.093 + 0.217 mL for hydrochloric acid (first endpoint) and 14.417 & 0.038 mL
for acetic acid (difference), which leads to molarity values of the solutions of hydrochloric and
acetic acids of 0.01497 + 0.00022 M and 0.01430 + 0.00004 M. If the most distant values were
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Figure 9. Conductometric titration of a mixture of hydrochloric and acetic acids with potassium hydroxide (data are
shown in Table 10, second assay).
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Figure 10. Conductometric titration of a mixture of hydrochloric and acetic acids with potassium hydroxide (data are
shown in Table 9, third assay).

discarded, the results obtained would be very close to 14.973 & 0.084 M and 14.421 + 0.053 M,
although the accuracy would improve considerably in the first case.

It is worth noting the fact that when the covariance between the intercept and slope of the
straight lines obtained by the least squares method is not taken into account, the propagation
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Ni= 13 [EZW]1= 13 N,= 15 [EW;]2= 15
x1(mean)= 7.008 y1(mean)= 4.0562 Xp(mean)= 22.200 Yo(mean)= 2.8029
[S(xx)]1= 182.8092 [S(xx)]2= 244.9000
[SGa]1= -44.7709 [S(xy)]2= 22.9477
[SEy= 10.9651 [Syyl2= 21514
b= —0.24491 Ab= 0.33861 b= 0.09370
= 5.77243 Aa= —5.04972 ay= 0.72272
[R2]1= 0.99996 x(I)= 14.9132 [R2]2= 0.99948
Vly/x]1= 4.175E—-05 Vly/x]2= 8.57549E—05
V(by)= 2.284E—-07 V[pooled]=  6.5584E—05 V(ba)= 3.502E-07
Viay)= 1.443E—05 V(an)= 1.783E—04
cov(ay, b;)=  —1.600E—06 cov(ay, by)=  —7.774E—06
V[Aa]= 1.927E—-04 V[Aal= 1.590E—04 Vix(Dl= 0.0004 FIELLER ax2+bx+c=0
V[Ab]= 5.785E—07  V[Ab]= 6.266E-07  s[x(I)]= 0.0200 a= 1.147E—01
cov(Aa, Ab)=  —9.374E—06 cov(Aa, Ab)= —8.459E—-06 (0, 05, 24)= 2.064 b= —3.420E+00
Pooled variances tslx(D]= 0.0414 c= 2.550E+01
Vol (u)= 14.955 Vol (u)= 14.955
Vol (Iy= 14.872 Vol (Iy= 14.872
N3= 15 [ZWi]1= 15
x3(media)=  37.000 ys(media)=  5.3001 Ab= 0.145555
[S(xx)]1= 280.0000 Aa= —4.275169
[SCey)]1= 66.9920 x(Il)= 29.3716
[Syy)|1= 16.0306 Ax= 14.4584
by= 0.2393 V[pooled]=  0.000132481
az= —3.5525
[R2]3= 0.9999
VIy/x]3= 1.792E—-04 VIx(Ih)]= 0.0034 t0, 05, 26)=  2.056
Vi(bs)= 6.400E—07 s[x(Il)]= 0.0587 t s[x(Il)]= 0.1207
Vi(as)= 8.881E—04 Vol (u)= 29.492
cov(az, bz)= —2.368E—05 Vol ()= 29.251
Vix(Dl= 4.017E—-04
VIx(I)]= 3.447E—-03
Cov(Aay, Aap)=  7.014E—03
Cov(Aay, Aby)=  —9.265E—03
Cov(Aay, Aby)= —4.704E—03
Cov(Aby, Aby)=  6.224E—03
V[Aa]= 1.583E—-07  V[Aa]= 9.320E—-04 V[Ax]= 3.116E—-03 t0, 05,37)=  2.026

89
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Ni= 13 [EWi1= 13 Ny= 15 [EW,]2= 15

V[Ab]= 9.902E-07  V[Ab]= 1.014E-06  s[Ax]= 5.583E-02  ts[Ax]= 0.113

cov(Aa, Ab)= —2.893E—05 cov(Aa, Ab)= —2.952E—05 Vol (u)= 14.571
Pooled variances Vol (I)= 14.345

Table 13. Evaluation of endpoints in the titration of a mixture of HCl and CH;COOH with KOH 0.0992 M (data
Table 11).

of the error leads to values of much larger confidence limits, 0.429 in the example of Massart
(1997) versus 0.104, or 0.648 by Liteanu and Rica [58] versus only 0.113, in this book chapter,
for the same data. As in many monographs, the covariance in the propagation of errors is not
taken into account, and this is perhaps the reason why the estimates of the uncertainties of the
intersection abscissa in the analytical literature do not abound.

9. Final comments

The advance of instrumental methods of endpoint detection increases the importance and
the worth of titrimetric analysis. Physicochemical methods are intensively developed
nowadays. However, titration continues to maintain its importance for chemical analysis.
Plotting two straight line graphs from experimental data i.e., the conductivity versus
volume added and determining the corresponding intersection point of the two branches
allow locating the endpoint in a conductometric titration. The estimation of uncertainty
of endpoint from linear segmented titration curves may be easily carried out by first-
order propagation of variance, that is, by applying random error propagation law.
The weighted linear regression procedure as being applied to the two branches of the
conductometric titration curves leads to results similar to those obtained by the
unweighted (single) linear regression procedure. The weighting factors are very similar
to each other.

The covariance of measurements can be as important as the variance and both contribute
significantly to the total analytical error. In particular, the strong correlation existing
between the estimated slope and intercept of a straight line obtained by the least squares
method must not be ignored. The inclusion of the covariance term on this respect is of vital
importance, being usually a subtractive character lowering, in this case, the confidence limits
of the abscissa of the intersection point. Perhaps this omission, which leads to too greater
uncertainties, may be the cause for a small number of times that uncertainty is reported in
this context.

The algebra associated with the Fieller’s theorem is simple, and no problem is observed
with its derivation in this particular case of intersecting straight lines. However, the
statistical uncertainty of endpoint differences is a complex problem. Attempt to derive
the confidence limits by applying Fieller’s theorem fails in this case, being necessary to
resort to the first-order propagation of variance (random error propagation law).
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Nevertheless, the algebra associated in this case is simple but cumbersome, as some
terms in covariance need to be derived. As a matter of fact, greater accuracy and firmer
statistical justification make first-order propagation of variance (random error propaga-
tion law) and Fieller's theorem methods preferable to methods based on intersecting
confidence bands.
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Abstract

Thermodynamic experimental techniques using titration are usually employed to study
the interaction between solutes in a diluted solution. This chapter deals with the under-
lying thermodynamic framework when titration technique is applied with densimetry,
sound speed measurement and isothermal titration calorimetry. In the case of partial
volumes and partial adiabatic compressibilities, a physical interpretation is proposed
based upon atomic, free volume and hydration contributions.

Keywords: thermodynamics, molar partial volumes, molar partial adiabatic compress-
ibilities, molar partial enthalpies, densimetry, sound velocity, isothermal titration
calorimetry

1. Introduction

The purposes of this chapter are twofold. First, the thermodynamics fundaments are studied in
detail to determine experimentally, calculate and interpret thermodynamic partial molar proper-
ties using different titration techniques. Second, the postgraduate students are provided with the
necessary thermodynamic background to extract behavioural trends from experimental tech-
niques including densimetry, sound speed measurement and isothermal titration calorimetry.

The first concept introduced in this chapter is “thermodynamic description”. It is defined as a
set of variables employed to define thermodynamically the studied system. For example, a
description by components of a multicomponent system is:

I m EC H © 2017 The Author(s). Licensee InTech. This chapter is distributed under the terms of the Creative Commons
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J =](m1, n2,n3) 1)

where | is an extensive thermodynamic property; 15, n, and n; are the number of moles of
components 1, 2 and 3. Other type of thermodynamic description is in terms of the concept of
“fraction of a system”. A fraction of a system is a thermodynamic entity, with internal compo-
sition, which groups several components. For example, the above-mentioned system can be
considered as being composed of the component 1, and a fraction F grouping components 2
and 3. In this way, ] can be written as:

] =](n1, ng, x53) )

where 7r is the total number of moles of the fraction F and xg is a variable related to the
composition of the fraction. Depending on the system, one can choose the more adequate descrip-
tion. For example, in a liquid mixture, a description by components (Eq. (1)) can be suitable. Other
systems as those shown in Figure 1 could be better described in terms of fractions.

Figure 1A shows a system composed of the solvent (component 1), solute A (component 2) and
solute B (component 3). This system will be described in this chapter using a description by
fractions representing a “complex solute” composed of solutes A and B (see Figure 1B). This
description is appropriate to use in conditions of infinite dilution and dilute solutions. Other
example (see Figure 1C and D) is a functionalized latex particle. A latex is a system composed of
polymeric particles dispersed in a solvent. In a functionalized latex, particles are composed of non-
polar groups and functional groups (usually polar groups). In this case, a description by compo-
nents expressed in Eq. (1) and visualized in Figure 1C is very difficult to use and it is more
convenient to consider a fraction (polymeric particle) composed of non-polar groups (component 2)
and polar groups (component 3). Figure 1D shows a sketch of this description.

When different descriptions are considered for a system, we have to reconsider the relation
between the description and the thermodynamic object studied. In principle, one might think
that all descriptions are equivalent. But this is not true because not all descriptions can retain all

Description by components Description by fractions Description by components Description by fractions

A B C D

Component 1 (Water) Component 1 (Water) Component 1 (Water) Component 1 (Water)

Component 2 (solute A)

\o [ Y. O M o - S22
Component 3 (solute B) i i "

Figure 1. Examples of different descriptions in two systems. (A) and (B) are several solutes in a solvent. (C) and (D) are a
functionalized latex with polar groups.

Component 2 (non-polar groups)

Hh‘m o 8.
S:oo%;%
(K 3




Determination of Thermodynamic Partial Properties in Multicomponent Systems by Titration Techniques
http://dx.doi.org/10.5772/intechopen.69706

features of a thermodynamic system. For example, it is not possible to speak about thermody-
namic partial properties at infinite dilution in multicomponent systems. This fact should not be
surprising because in differential geometry [1], there is the same problem associated with the
relation between a parametrization and a geometric object. Let’s consider, for example, the
sphere of radius equal to one, and a parametrization is:

Xi1(x,y) = (x/ Y/ 1= (o +y2)) @)

The problem with this parametrization is that it only covers the top half of the sphere. In
addition, it is not differentiable in the points of the sphere’s equator. Other possibility is:

Xa(t,y) = (ny, = 1= (2 +27)) @

But, it only covers the lower half of the sphere and neither is differentiable in points of the
sphere’s equator. Even if we consider a combination of X; and X,, we have the problem of the
lack of differentiability in the points of the sphere’s equator. Another possible parametrization is:

X5(6, @) = (sin O cos @, sin O sin, cos O) (5)

where 0 is the colatitude (the complement of the latitude) and ¢ the longitude. X5 covers the
whole surface of the sphere and it is also differentiable in all points. For this reason, it contains
more information about the sphere (geometric object) than X; and X,. Backing to thermody-
namics, in the same case than for X3, the partial molar properties at infinite dilution cannot be
obtained and manipulated using the description by components, and it is necessary to use the
description by fractions.

The other concept also introduced in this chapter is the “interaction between components of a
system”. The first principle of thermodynamics establishes the way, in which systems interact
between them and/or with surroundings. In this case, we are interested in the interaction
inside the systems and this cannot be interpreted macroscopically using the first principle of
thermodynamics. With the concept of interaction between components, we can define mathe-
matically a dilute solution and characterize its thermodynamic behaviour in terms of molar
partial properties. In addition to this, we will consider the partial molar properties at infinite
dilution. These properties are essential in studies of polymeric particles because they contain
the information about the interactions inside the particles. These interactions determine the
architecture and final application of the particle.

2. Mathematical fundaments
In this section, some mathematical tools are presented such as changes of variable, changes of

size, the Euler theorem and limits in multivariable functions. Variable changes will allow us to
relate partial properties of different descriptions. Changes of size are the processes underlying
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the extensivity and non-extensivity of thermodynamic properties, which will be mathemati-
cally implemented by the concept of homogeneity. The Euler’s theorem will be treated in the
more general form, and in its demonstration we will avoid some aspects, which remain unclear
in the versions of the textbooks of Callen [2] and Klotz and Rosenberg [3].

2.1. Changes of variable

Let f be the function defined as:
f=f(x1,x2,x3) (6)
The gradient of f with respect to the variables x, x, and x; is the vector:

(%)
o X2,X3

Vf(xq, x2,x3) = (i) (7)

ox;
2/ x1,x3

(%)
0¥ X1, X2

If we consider the change of variable:

X2 = x2(Y1, Yo ¥3) ®)

{ x1 = x1(Yy, Yo Y3)
x3 = x3(Yy, Yo ¥3)

the function f will take the form:
f=fWv2¥5) ©)

where its gradient will be:

(

Vi1 Y2 Ys5) = (

(

Our interest is to relate the partial derivatives with respect to the variables x;, x, and x; given in
Eq. (7) with the partial properties with respect to y;, i, and y; given in Eq. (10). From Eq. (8),
the total differential of x; is:

d d d
dx; = (a—xl> dy, + (aﬁ) dy, + (a—xl) dy, (1)
Y1/ yovs Y2/ yivs Y3/ v

Using dx; given by Eq. (11) and similarly with equations for dx, and dx; we can write:

1)y2ry3
2)%% (10)

y3>y],y2

gl g«
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4, X1 X2 X3 dyl
dxy | = T( ) dy, (12)
dxs V1293

where the matrix T is:

®),,, ®),, ®
% Y21 Y3 %2 Y1:Ys s Y'Y
X1 X2 X3 ox: ox; ox.
() |©n @ @) -
<y1 Y y3> 7 Yo Y3 %2 Y13 3 Y Y2 ( )

©). &), ®
M Y2 Y3 %2 Y1:Y3 s Y Y

From (6) and using (7), the total differential of f can be expressed as:

dx
_ (Y of of _ |t
df = (6_x1> xz,xadX1 + <E) XI/xsdxz + (a_x3> xmzda@ = [Vf(x1,x2,x3)] | dx2 (14)

dX3

where the symbol “T” indicates “transpose”. From Eq. (9) using Eq. (10), the differential of f
can be written as:

dy

0 9 0 1

df = (J) dy, + <af) dy, + (a;‘) dy, = [Vf(yl,yz,%)]T [dyzl (15)
17 90y, 27 Y193 37 1Y, dy3

Equaling (15) to (14) and using (12):

V(1. v y)I" = [V (122, x3>1TT( - ) (16)

Remembering that x being a vector and A a matrix, then (x" A)T = AT x, and taking the
transpose in both sides of (16):

X1 X2 X3

T
]/1 yz Y3 >] Vf(xl, X2, X3) (17)

Vi Y2 y3) = {T<

Eq. (17) relates the vector gradient with respect to the variables (x1, x, x3) to the vector gradient
with respect to the variables (i1, 12, y3), and it will allow us to express the partial properties in
two different descriptions.

2.2. Changes of size

In this paragraph, the process of size change in thermodynamic systems is analyzed. The behav-
iour of systems in a size change has consequences on the behaviour or nature of the thermody-
namic properties as well as on the form of the thermodynamic equations of the system. Figure 2
shows a visualization of this process in both directions: increasing and reduction.
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Change of size
Volume V 5 Volume V’
A-times

Change of size

Volume V »[_] volume Vv’
A-times

Figure 2. Sketch of the change of size (increasing and reduction) of a system with volume V.

From Figure 2, it is clear that being V the volume, N the number of moles and U the internal
energy, the configuration of this system is under increasing size A times:

1% A—times V, — AV
N A—times N, — AN (18)
A—times

U—=Uu =AU

Thermodynamic properties, which transform accordingly to (18), depend on the size of the system
and are named extensive variables. Not all thermodynamic variables transform according to
Eq. (18). An example is the molar fraction of the component 2 (x,) in a two-component system.
We can see this formally in the following way. For a two-component system:

A—times

N———N'1 = AN
1 A—times ' ' (19)
N,———5N'5 = AN,
and x, transforms as:
—times N, AN N
X A—time: x,2 2 2 2 X2 (20)

TNI+N2 AN +AN; Ni+N;

That is, the molar fraction of the component 2 is independent of the system size. Properties,
which remain constant upon size change, are named intensive properties. Other thermody-
namic properties with such characteristics are temperature, pressure, pH and concentration c,
(c2 = No/V). It is also interesting to look at the behaviour of functions, which depend on
thermodynamic variables (intensive and/or extensive), in a size change. Let, for example, the
function f be given by f= f(T, P, Nj, Ny, ...). For particular values of the variables Ty, Py, No1,
Noy, ..., the function f takes the value f, and in a change of size:
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A—times

To—ts 70 = T,

A—times

Pp————5Py =P

I\f()l—“\iﬁmeS N'g1 = ANp 1)

A—times "
Nopp——— N2 = ANp

A—times

fo o

If f', = If,,, the function will behave as an extensive property. This concept is mathematically
implemented as:

f(T,P,AN1, ANy, ...) = Af(T,P,N1, N, ...) (22)
In this case, fis a homogeneous function of one degree. If f') = f,, f will behave as an intensive
property. Mathematically, fis expressed as a homogeneous function of zero degree as:

f(T,P,AN1, ANy, ...) = f(T, P,N1, Ny, ...) (23)

2.3. Euler’s theorem

Let f=f(x1, X,...; Y1, Y2,...) be a function, which is a homogeneous function of one degree with
respect to the variables y4, y5,...:

floen, x2, o Ay, AYy, o) = Af (X1, X2, o Y Yoy -on) (24)

Then,

") ()
=< + (= S (25)
f (ayl X1,X2, Yo, ¥ .4]/1 ayZ xl,xz,...;yl,y3,....y2

.
The demonstration is as follows. The differential with respect to A in the left side of (24) is:

af (x1, x2, ..., Ay, Ay, ) _ <6f(x1,xz, e AY AY,, ))
dA axl X2, X3, s AY1, AYy,

dxq (6f(x1,x2, S AYLAY,, )>
-+
dA oxa X1, X3, . AYy, Al o

@ <6f(x1,x2,...;)\yl,)\yz,...))
dA a(Ayl) X1, X2, .. AYy, Ay, -

¥ ... (26)

d(Ay,) N (bf(xl,xz, ...;)\yl,)\yz,...)> d(Ay,)
dA a(/\y2) X1,X2, -, AY1, AY;, - dA

For the sets of variables x4, x,... and y1,1/,..., we obtain respectively that:
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dxy _dxo
== =0 27)

d(Ay;) _ d(Ay,)
v i @9

The following step in this demonstration is different from the step proposed in other text-
books [2, 3]. The partial derivative of f with respect to (Ay;) can be expressed as:

<6f(x1,x2,...;/\yl,)\yz,...)>
a(/\yl) X1,X2, o AYp, AY3, ...
:hmAHOf(xl,xz, JAY A AY,, ) = f(xn, X, Ay, Ay, L) 29)

A

Considering that fis a homogeneous function of one degree with respect to the variables y4,y,
... and making A= A/A in (29),

<6f(x1,xz, YL AY,, )>
a(/\yl) X1,X2, -, AYp, AY3, e
limy Of(xl,xz, Y A Yy ) = f (1, X0, Y Yoy ) _ (bf(x1,x2,...;yl,yz,...))
— !
A ayl X1,%2, 0o Yo Y3 -e-
(30)
The differential of f with respect to A in the right side of (24) is:
AAf(x1, X2, . Yq, Yoy ---)]
f I V¥ =f(x1, %2 .Yy Yo o) (31)

Eq. (25) is obtained by substituting Eqgs. (27), (28), (30), (31) in Eq. (26). In addition, it is
interesting to see that, defining f; as f; = (9f/0x;) and using (30), f; is a homogeneous function
of zero degree with respect to the variables 4, y,...:

f1(x1, %0, . Ay, AYy, ) = F1(x1, X2, S Y L Yy, ) (32)

3. Thermodynamic descriptions

3.1. Description by components

Let it be a three-component system (e.g., as those of Figure 1A and C). Being | an extensive
property, a description by components is:

] =J(n1,n2,13) (33)

where 14, 11, and 13 are the number of moles of components 1, 2 and 3. The partial property of 1
is defined as:
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. a 1, 1o, 11
]1;2,3("1/ ny, n3) = <](16#123)> o

From the above section, we know that j; » 5 is homogeneous function of zero degree with respect
to 13, n and n3. With this and considering A = 1/(ny+nytns),

1.0 5(11, 2, 113) =] 1 2 "3 =
J1;2,3\11, 112, 113) = ]1.2 3 moAny+ny mA+no+ny mdn+nz) (35)

= ].1;2/3(-7(1/ X2, x3) = ].1;7_/3(-752/ X3)

where we have considered that x; is a function of x, and x3 because x; = 1—x,—x3. From (35), we
see that the partial molar properties depend only on the composition of the system. Alternatively
to (35), we could use other scales of composition/concentration to express i3 3.

The equation of Gibbs is obtained by differentiating | in (33) and using Eq. (34) and similar
definitions for components 2 and 3:

] = ji;2,30M + Jo1,3812 + [ 2003 (36)

The Euler equation is obtained by considering that J is a homogeneous function with respect to
ny, np and n3 and applying the Euler’s theorem:

] =mjip 5+ My 3+ Mafy (37)

The Gibbs-Duhem equation is obtained by differentiating in Eq. (37), equalling to Eq. (36) and
cancelling common terms:

0 =mdjy., 5 + n2djp.q 5+ 13dj5, 5 (38)

If we consider that partial molar properties are function of 14, 1, and n3, Eq. (38) would be the
Gibbs-Duhem equation in the representation of variables #;, 11, and n3. The representation in
the variables x, and x; is as follows. Dividing (38) by the total number of moles,

0 =x1djy,p 5 + X2djp.q 5 + X3dj3,1 » 39)

Calculating the differentials by considering that partial molar properties depend on x, and x5,
and bearing in mind that x, and x; are independent variables, (38) can be written in an alterna-

tive way as:
- - 05
xl( ]al,xz,s) + x2( /ggcl,s) + XS( ]g,;,z) =0
2 /oy, 2 )y 2/ (40)

9123 1,3 91,2 _
x1< o ), + X7 o )y, + X3 o ), =0

3.2. Description by fractions

In a description by fractions, we consider the three-component system as composed of a
component 1 and a group (or fraction) composed of components 2 and 3. Figure 1B shows
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the example when two solutes are grouped in a “complex solute”, and Figure 1D shows the
example in which a polymeric particle composed of polar and non-polar groups is considered
as a fraction of the system. In this case, the extensive property ] is expressed as:

] =](n1, ng, x53) (41)
where
Ng =mny +ns (42)
ns
X3 = 43
/3 ny +n3 (43)

The variable 7 is the total number of moles of the fraction F, and x4 is a variable related to its
internal composition. The partial molar properties of | in this description are:

. f (n1,nE, x¢3)

]1;F(n1, nE, Xp3) = (Tf) (44)
N, Xf3

. oJ(n1,nF, Xf3)

Jea(n1, e, xp3) = o (45)
n1, Xf3

Because | is a homogeneous function of n; and ny, the partial properties j;,r and jg; will be
homogeneous functions of zero degree with respect to the variables #; and 7. In this way and
similarly to Eq. (35):

J1p(n1, mp, xp3) = i p(xr, xp3) (46)

where xp = np/(n;+ng). Now, we will see the relation between both descriptions. From (42) and
(43), the change of variable of Eq. (8) is in this case:

n1(ny, np, Xp3) = ny
1’12(1’11, ng, Xf3) = (1 — Xf3)1’11: (47)
n3(ny, np, Xp3) = Xp3NF

Substituting (47) in (13) and the result in (17), one obtains that:

jl;F :j1;2,3 (48)

JE1 = X213 T Xf3)3,1,2 (49)
o/ . .

<Bxf3) .- = ”F(]3;1,2 *]2;1,3) (50)

The equations of Gibbs, Euler and Gibbs-Duhem in this description are as follows. The Gibbs
equation is obtained by differentiating in (41) and considering the definitions given in (44) and (45):
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. . 3

The Euler equation is obtained by remembering that ] is a homogeneous function of degree one
of n; and nr and using the Euler’s theorem:

] = mjyp + nEfpq (52)
The Gibbs-Duhem equation in the representation of variables xr and xz is obtained by differ-

entiating in (52), equalling to (51) and cancelling common terms, and dividing by the total
number of moles:

x1djyp + Xpdjeq = XF(j312 — J21,3)9%f3 (53)

Considering that j;;r and j;; are functions of the independent variables xr and xg, then (53) will

take the form:
9, 9E;y _
X1 (bxF )xﬁ + xp(axF )st =0

Yyr Y1 : :
1 (axfs o T ), T (31,2 =~ Jz1,3)

(54)

Calculating the partial derivative of jr,; with respect to xz in Eq. (49) and substituting in

Eq. (54), we obtain:
. o
n(w),, +x(a),, =0
‘ Xf3 Xf3 (55)

It is interesting to observe that considering constant composition (dxg = 0) in Egs. (51)—(53),
then the system behaves as a two-component system. This fact cannot be obtained using the
description by components.

4. Partial properties in diluted solutions of multicomponent systems

We consider intuitively a diluted solution when the properties of the solution are similar to
those of its solvent in pure state. In this section, we will study the thermodynamic behaviour of
the partial molar properties in this region of concentrations.

4.1. Thermodynamic concept of interaction between components

In this paragraph, we will define the concept of non-interaction and prove that when applying
it to a system, the system behaves as an ideal mixing. From a thermodynamic point of view,
the components of a system are not interacting if both following points hold simultaneously.
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1. The state of each component in the system, expressed in terms of its partial molar proper-
ties, does not vary by changes of composition of the other components. It means each
component does not detect the presence of the other components.

2. The formation of the system from its pure components is carried out with any cost of
energy, neither for the system nor for the surroundings.

Mathematically, the first point can be written as:

<6j1,.2,3(x2,x3)> _ (6]'1/,2/3(x2,x3)

0x2 0x3 >x2 =0®j155 =j123(%1) (56)

Substituting (56) in (40) and considering also that:

(afl;z,s) (ajl,'Z,S) (%) _ _(afl;z,a)
% Jay N AWy o L (57)
Y, %03 oxy _ %i;,3

Ox3 X ox1 X2 ax3 X - oy X2

it is obtained that:

9j,- 0.
_xl( ]Ol;czl’s)x + xz( ]5;;2’3))( =0
3 3 (58)

Because ;3 depends only on x;:

and then (57) yields:

X 6]'1;2,3(3(1) . a]‘2;1,3(752) — 6}'3;1,2(3(3) (60)
! ox1 n 2 ox © - ox3 “

Because the first term depends only on x; and the second and third terms depend only on x,
and x3, respectively, from (60), we have that:

d]1;2,3
X1

x1 =k (T, P) (61)

where k; is a function, which only depends on temperature T and pressure P. Similar equations
to (61) are obtained for j»,1 3 and js.1 ». Integrating in (61) between x’y = 1 and x4,

Ji;2,3(1) = jy + K (T, P)In(x:) (62)
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For components 2 and 3, similar equations to (62) are obtained. Now, we will apply the second
point of the above definition of non-interaction. The zero cost of energy for the system and
surroundings is equivalent to:

U1;2,3 = U1
Qmix = Wmix =0= Aumix =0= h1;2,3 = hl (63)
0U1;2,3 = U1

Considering uy; 53, h1; 2,3 and vy, » 5 as (62) and bearing in mind (63):

ku(T, P) = ky(T, P) = ky(T,P) =0 (64)

In addition to this g1,» 5 (free energy of Gibbs),

1.2 5 ko (T, P)
nas= (553), = wmn = (S5, ©
has (0 (8123 ku(T,P) (0 (ke(T.P)
B (), o G F), @

Combining Egs. (64)-(66), we have that:
ke(T,P) = kT (67)

where k is a constant. For the entropy, one gets:

081,23 kg (T, P)
—S1;2,3 = (aT >P’x2/x3 = 7k5(T, P) = (GT )P (68)
With this,
S123 =8 +kT In(x1) (69)
$1;2,3 = S1 — k ln(xl) (70)

and we have demonstrated that a system holding the non-interaction definition proposed is an
ideal mixing.

4.2, Diluted solutions

In this section, we will define the thermodynamic concept of diluted solutions and study the
behaviour of the partial molar properties of these solutions. Commonly and intuitively, we
consider a solution as diluted when its properties are similar to those of the pure solvent. We
can implement mathematically this concept in the following way. When we remove all solutes
from a solution, we have that:

limeerSHOj(xZ/ X3) = j1 (71)
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where j is the molar property of the extensive thermodynamic property J. In addition, the
partial derivatives must vanish:

0f;.5 2(x2, x 07,5 2(x2,x
limy, 44,0 (%;3)) = limy, 1, -0 (%;3)) =0 (72)
X3 X2

Otherwise, we would have memory effects and we can see this with an example. If we purify
water, the pure substance obtained does not depend on the initial diluted solution employed.
Actually, pure water is commonly used as a standard because it does not depend on the part of
world, in which it is obtained. The Taylor’s expansion of j;, 3 is:

. ) . X 1 ) x
s (i2:32) =,(0.0) + 9,000 | 2 4 S0 35000 [ 2| 4

where Vj1.3(0,0) and Hjy5 3(0,0) are, respectively, the vector gradient and the Hessian of j;.53
matrix at (0,0). Considering (71) and (72) in (73) and that all partial derivatives mush vanish at
(0,0), we have that for diluted solutions:

J12,3(x2, x3) =y + ... (74)
From Eq. (74), we have for diluted solutions:
(ajl;2,3> ~ <aj1;2,3> ~0 (75)
o /. o /,,

The behaviour of molar partial properties of solutes is as follows. Considering a “complex
solute” S composed of 2 and 3 (as in Figure 1B),

jl;S(xS/ X3) = (76)

and substituting Eq. (74) in the first equation of (55),

s =0 & ] =] 77
g ~ ]5;1(xS/ st) N]S;l(xs?)) ( )
S Xs3

Inserting Eq. (76) in the second equation of (55), it is obtained that:
. .
x52< ]2, 1,3) Y xe ( 13; 1,2> ~0 (78)
ax53 Xg axsl’a Xs

Until now, we have seen the effect of the dilution in the capacity of detecting the presence of
other components in a diluted solution. In order to gain an insight into the interactions, we
have to study the process of mixing in diluted solutions. From (71), we can write:

{ IimXZJFXgHO h=h = hmnﬂgﬂo Qnix = IimeergHO Apixh =0 79)

Iime+x3H0 v=01 = 1imx2+x3ﬂo Wimix = lime+X34>0 — PAyixv =0
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It indicates that in the limit of infinite dilution, components do not interact because the process
of mixture does not have any energy cost. This result implicates that in diluted solutions,
according to the asymptotic approach given by Eq. (74), the interaction between solvent and
solutes is weak and it can be neglected.

4.3. Partial molar properties of interaction in diluted solutions

The molar property j of a diluted solution can be written as:
JEX1j1 + Xsjsq (80)
where we are considering the interaction between components 2 and 3 since
Jsi1 = Xs2jy1,5 + X331, (81)
In a diluted solution without interaction between 2 and 3, the property j© can be written as:
= xijy +xs (x52j2;1 + xs3j3;1) (82)
In this way, we can calculate the interaction contributions to j as:
A =j - RETAV (83)
where
N, = X2y 5 + X331 (84)

is the partial molar property of interaction of the complex solute and

Ajyq 3 = Jp1 3 —Ja1
2 2L s 85
{A]3;1,2 =J31,2 ~J31 (85)

are the partial molar properties of interaction of the components 2 and 3, respectively. These
properties are not independent as we will see as follows. Combining (78) and (85),

0Aj,. 0AJ,. 07, 07s.
Yo J2:1,3 txs J3:1,2 txg T2:1 +rg I3\ L 0 (86)
ax53 Xs axsg xs 63653 xs axsg, xs

In Eq. (85), Aj21,3 and Ajs;; » are evaluated when using concentrations xs and x,3. Accordingly,
j2,1 is evaluated using the concentration x, given by x; = x5 (1—x,3), and then,

a]‘2;1 djz;1 ox djz;l
<6x53)x5 T dx, (6x53) X - dxy (87)

Considering the Gibbs-Duhem equation for a two-component system:
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djl;z dj2;1 _
X1 —— —_ =

i X2 i 0 (88)

in Eq. (87) and bearing in mind that solutions are diluted,

6j2;1 djl;Z
Xs2 <%>x = X1 72 =0 (89)
Similarly for component 3,
ajS;l djl;3
(a) ~ M 0)

Substituting (89) and (90) in (86), we obtain:
0Ajy. 3) (aAja-l 2)
X i + Xs — = ZO 91
2 < 6x53 xs 3 axs3 Xs ( )

Eq. (91) indicates that in a diluted solution, the interaction between components 2 and 3 is not
vanished. The partial molar property of interaction of the complex solute can be calculated
experimentally as:

Ajs.y =g — (Xs2]pq + Xs3f3,1) 92)

and the partial properties of interaction of components 2 and 3 can be obtained from (92) using
the equations:

Bfz1,37 A1 = %2 dxs3 (93)
Njy,1 0= Ajgq + (1 —xs3)

Eqg. (93) is obtained by differentiating in Eq. (92) with respect to x,3, using Eq. (91) and combining
the result with Eq. (92). As we will see below, Eq. (93) will allow us to obtain the interaction
partial properties of 2 and 3 from experimental data.

4.4. Experimental determination of partial molar properties of interaction in diluted
solutions

4.4.1. Partial specific volumes of interaction and partial specific adiabatic compressibility
of interaction

As an example, we will consider the interaction between functionalized polymeric particles
and an electrolyte at 30°C [4]. For that, polymeric particles synthesized of poly(n-butyl
acrylate-co-methyl methacrylate) functionalized with different concentrations of acrylic acid
were used in this study. The electrolyte was NaOH. Similarly to Figure 1A, water (solvent) was
considered as component 1, polymeric particles as component 2 and electrolyte as component
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3. And similarly to Figure 1B, the system was fractionalized in component 1 and a complex solute
composed of polymeric particles and electrolyte. The experimental measurements were carried
out using a Density and Sound Analyzer DSA 5000 from Anton-Paar connected to a titration cell.
It is of full cell type, which is usually employed in isothermal titration calorimetry. Polymeric
particles were located in the titration cell, and electrolyte was located in the syringe. Concentra-
tions of polymeric particles (c,) and electrolyte (c3) after each titration were calculated as [4, 5]:

Al =che?
(94)

gl =g - (- et

where V is the effective volume of the titration cell, v is the titration volume and c is the stock
concentration of electrolyte in the syringe. Figure 3A and B shows, respectively, data of density
(p) and sound speed (u) as function of the electrolyte concentration. The specific volume (v)
and the specific adiabatic compressibility (ks) were calculated as:

U= % (95)
2
k= (3) (96)

Considering the solution in the cell as diluted, the partial specific volume (and similarly the
partial specific adiabatic compressibility) of the complex solute can be calculated as:

U — t]Z)]
Us1 =
ts

©7)

where t; and t5 are the mass fraction of the water and of the complex solute, respectively.
Figure 3C and D shows the partial specific volume and partial specific adiabatic compressibil-
ity as function of tg (mass fraction of the electrolyte in the complex solute). The term of
interaction Avg. is calculated by Eq. (92), where v,; is obtained by considering that:

02;1 = limtSS_,()Z)S;l (98)

in Figure 3C. The term v3 is calculated by extrapolating the linear part of vg.; in Figure 3C as:

v3;1 = limy ;05,1 99)

The partial specific volume of interaction of the polymeric particles (Av; 3) and the partial
specific volume of interaction of the electrolyte (Avs.;,) were obtained using Eq. (93). The
numerical method employed to calculate the derivatives is shown elsewhere [4]. Figure 4
shows the values of Avg.q, Avy.; 3 and Avs.q,, and Figure 5 shows the values of Ak, 5.1, Aks 2,13
and Ak, 3,1 » obtained in a similar way than for volumes.

Partial volume of polymeric particles (v;;1) can be broken down in the following contribu-
tions [6-11]:
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02,1 = U2;:1/atom + 02,1 /free + 02;1/hyd (100)

which are shown in Figure 6. The atomic volume contribution (v2,1/atom) is the sum of all volumes
of the atoms, which make up polymeric chains. The free volume contribution (v2,1/ree) iS conse-
quence of the imperfect packing of the polymeric chains. The atomic volume contribution and
free volume contribution are both positive contributions. The hydration contribution (v2;1/nyq) is
negative, as a consequence of that the specific volume of water molecules in bulk is larger than
the specific volume in the hydration shell. The contributions to the partial specific adiabatic
compressibility are the free volume and hydration because the effect of the pressure on the
atomic volume is neglected [10, 12-21]:

v, 0vy;1 0V2:1 /nyd
kro1 = —( “) = —(—”) - <#> = kro1/pree + kroma (101
T T T

oP oP oP

The contribution kr 2;1/¢ree is positive, and the contribution kr »,1/nyq is negative [4, 8]. In this
chapter, we will take the adiabatic compressibility as an approximation of the isothermal

0.9982 3
1514
0.9975 =
E M) ©
£ = 15121 i
o 0.9068 > o
o
A 1510| B
00 05 10 15 00 05 10 15 00 02 04 00 02 04
c. (g/L c. (g/L
3 (g ) 3 (g ) s3 tsS

Figure 3. (A) Density as function of the electrolyte concentration c; (g/L). (B) Sound speed as function of the electrolyte
concentration. (C) Partial specific volume of the complex solute composed of polymeric particles and electrolyte as
function of the mass fraction of the electrolyte in the complex solute (t;3). (D) Partial specific adiabatic compressibility of
the complex solute as function of ¢s.
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Figure 4. (A) Partial specific volume of interaction of the complex solute (polymeric particles + electrolyte) as function of
the mass fraction of the electrolyte in the complex solute (ts). (B) Partial specific volume of interaction of the polymeric
particles as function of t.. (C) Partial specific volume of interaction of the electrolyte as function of t.
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Figure 5. (A) Partial specific adiabatic compressibility of interaction of the complex solute (polymeric particles + electro-

lyte) as function of the mass fraction of the electrolyte in the complex solute (t3). (B) Partial specific adiabatic compress-
ibility of interaction of the polymeric particles as function of . (C) Partial specific adiabatic compressibility of interaction
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Figure 6. Contributions to the partial volume in a polymeric particle.

compressibility. For the electrolyte, the free volume contribution is null, and then, v;,; and k7 3
will take the following form:

U3;1 = U3;1/atom + U3;1/hyd (102)

v, 0vs;

For the complex solute, we can write a similar breakdown:
Us:1 = Us;1/atom + Us;1/free + US;1/hyd (104)

Inserting Egs. (100), (102) and (104) in Eq. (92) and neglecting the variation in the atomic
contributions, the following equation for the interaction specific partial volume is obtained:
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Avs 1 = Avs 1 /free + AUs, 1 /nya (105)

where
AUs;1/free = Us;1/free — ts202:1/free (106)
AV fhyd = Us;1/hyd — (Es202;1/ya + £303:1/hya) (107)

Substituting (105) in (93), we get

dAUS;l ree dAvS;l hyd
Avyq,3 = (Avs;l/free —tg3 Tf) + <AUS;1/h]/d — b3 T;y>
SdA S dA (108)
U5;1/fr 0s;:1/hyd
Avz;1,, = (AUS;l/free +(1—ts) dts/fee) + (Avs;l/hyd +(1- t53)dt3/y)
S, S,
Defining now:
dAvs, 1 /fr
sz;l,3/free = AUS;l/free — i3 TS;}[EQ
dAvs;1 /nya
Avy1,3/mya = AU 1/mya — ts3 T/y
”ZA (109)
Us;1
AZ)3;1,2/free = AUS;l/free + (1 - ts3) T;fm
dAvs; 1 /nya
Av31,2/hya = Avs; 1 pya + (1 — t3) T;y
One arrives at the following result:
Av;1,3 = AV 3)free + AVs; 1 free (110)

Avz1,0 = Av31,2/pre + AV3 1 2/hya

where similar equations are obtained for the interaction partial specific compressibilities.

Considering these contributions, the interpretation of the partial specific volumes of interac-
tion of the particle as function of the electrolyte concentration is as follows. From tgz = 0 to
around 0.05 (see Figure 4B), there is an increment in Av, ; 3 which can be interpreted as a gain
of free volume by the disentanglement of the polymeric chains. This increment of free volume
is accompanied by an increment in the hydrodynamic radius [4]. From around tz = 0.05 to
around 0.1, there is a decrement in Av; ; 5 due to hydration. In this region of compositions, the
separation of polymeric chains allows the entrance of water molecules in the polymeric parti-
cle. As a result, the hydrodynamic radius of the particle increases [4]. From around t;; = 0.1 to 0.15,
Av, 4 5 increases sharply. This fact can be interpreted as an increment of the dehydration. Beyond
ts = 0.15, Avy 13 becomes constant, indicating that the interaction between particles and the
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electrolyte is saturated. Similar regions with similar interpretations are obtained for the partial
specific adiabatic compressibility (see Figure 5B).

4.4.2. Partial specific enthalpies of interaction

This section deals with the determination of the partial specific enthalpies of interaction of the
same system than in the latest example [4]. Partial specific enthalpy of interaction of polymeric
particles is:

Ahy1,3 = hy1,3 — ot (111)

and the partial specific enthalpy interaction of the electrolyte is:

Ahg;1,2 = h3;1,2 — b3 (112)

The partial specific enthalpy of interaction of the electrolyte can be measured by isothermal
titration calorimetry using the combination of two experiments [6, 7]. The first experiment is
locating the polymeric particles in the cell and the electrolyte in the syringe. The heat per unit
of titration volume in an infinitesimal titration is:

dQCd 3
dv

(P° = &3)h1,3 + 3hs2 — o (3) (113)

where p® is the density of the stock solution and h,(c3) is the enthalpy of the stock solution per
unit volume. The second experiment consists of titrating water with the above stock solution,
and its heat per unit of titration volume in an infinitesimal titration is:

ag* B
dv

(P° = c3)hi3 + c3his — ho(3) (114)

The partial specific enthalpy of interaction of the electrolyte is obtained by subtracting (114)
from (113), considering Eq. (112), diluted solutions and bearing in mind that dn} = c§dv:

dQCd B dQC

S S
dny  dnj

= Ahz1,2 (115)

Figure 7A shows the experimental values Ak, . The partial specific enthalpy of interaction of
polymeric particles was calculated by integrating Eq. (91) [7]:

tr3
Ve (dAhsa, o
Ao 3(ts) = — 2 ) df 11
21,3(tf3) !1 s ( it ) 3 (116)

and the values of Ahy; 5 are shown in Figure 7B. It is very interesting to observe in Figure 7B
that Ahy 5 is zero from ¢z = 0 to around t,; = 0.1. This fact indicates that the changes, which
take place in the first two regions in Figures 4B and 5B, are entropic in origin.

119



120 Advances in Titration Techniques

0.0} A .t D0 wesggengevy, B
.' L ]
L
—_— —_— -
G . 2
2 08} e D1 L]
g ™ ) -
- v L ]
j-":'. * E LY
L]
1.6} I..l'- ----.- D21 '.‘.
000 004 008 012 016 020 000 004 008 042 016 020
tsE ts:].

Figure 7. (A) Partial specific enthalpy of interaction of the electrolyte as function of the mass fraction of the electrolyte in
the complex solute (t3). (B) Partial specific enthalpy of interaction of the polymeric particles as function of #..

5. Partial molar properties at infinite dilution

First, we will discuss the case of the two-component system and then make the extension to
three-component system. In this section, | can be U, H, V or their derivatives Cv = (0H/0T)y,
Cp = (6H/6T)p or E= (6V/6T)p, KT = (GV/GP)T and KS = (OV/GP)S

5.1. Two-component systems

In a two-component system, we only have one way to calculate limits at infinite dilution and it
is to take a component as solvent (component 1) and the other as solute (component 2). For a
two-component system, j takes the form:

j(2) = x1jy.5(x2) + X2f5,1 (x2) (117)
Because
lim,, oj(x2) = / (18)
and using Eq. (117), we have:
limy, _ojy 5 (x2) = Jy (119)
For the solute, we have:
limy, ojy (12) = iy (120)

We can obtain experimentally the value of f,; as follows. The Taylor’s expansion of j(x)

around x, =0 is:
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j(x2) =j(0) +%2)x2 + . (121)

Differentiating (117) with respect to x,, considering the Gibbs-Duhem equation for a 2-compo-
nent system and combining the results with equations (117), (120) and (121):

jl2) = jy + (51 = )% (122)

For this reason, we can obtain experimentally j;.; from a linear fit in a plot of j(x,) as function of x,.

5.2. Three-component systems

In three-component systems, we have two ways to calculate limits at infinite dilution. The first
way is to group two components in a “complex solvent” and to calculate the limit at infinite
dilution of the other component in this complex solvent (type I). The other way is considering a
component as solvent, to group the other two components in a complex solute, and to calculate
the limit at infinite dilution of the complex solute in the solvent (type II).

5.2.1. Limits of type I

In this case, we consider a complex solvent B composed of components 1 and 2 and a solute
(component 3). For this system,

] =](n3, ng, x12) (123)

where ng = ny+n, and xp; = ny/(n1+1,). With this, j can be written as:

7(x3, X12) = Xpfp.5(x3, Xp2) + X3j3, 5 (X3, X2) (124)

where x5 is the mole fraction of the component 3. At infinite dilution, we have:

limy, o jlx3x2) = jp(xe2) (125)

Xpp constant

and then combining Eq. (124) with (125), one gets for the solvent:

limX3 — 0 jB;3(x3/ be) :jB(be) (126)
Xpp constant

For the solute, it is obtained that:

lim,, o f3p(%s x2) = f5,5(¥02) =31 »(xe2) (127)
Xpp constant

where we have used Eq. (48). Similarly to the case of two-component systems, the amount f.; ,

can be obtained experimentally by using the equation:
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s x12) = () + (11,2 — (i) ) %3 (128)

This equation is obtained by using the first-order Taylor’s expansion of j(x3,x;,) around x5 =0,
the partial derivative of j(xs, x;,) with respect to x5, the Gibbs-Duhem equation of the fraction-
alized system considering the composition of the fraction as constant and Egs. (126) and (127).

5.2.2. Limits of type II

In this case (see Figure 1A and B), we will consider the component 1 as solvent and a “complex
solute” S composed of 2 and 3 and then:

] =](m, ns, xs3) (129)

where ng = ny+nz and x,3 = ns/(n, + n3). The molar property j is:

j(xs, xs3) = x1j1.5(Xs, Xs3) + Xsj g1 (X5, Xs3) (130)

Similarly to the above cases, at infinite dilution we have for the solvent:

hmxs -0 jl;S(XS' x53) = jl (131)

Xg3 constant

Accordingly to case of the two-component system, one gets for the complex solute:

limy, o Jjsq(xs xs3) = jg;l(xsg) (132)

Xs3 constant

and in a similar way than for the type I limits, j¢.; can be calculated as
jlaes,x) =y + (foa(xa) =) x5 (133)

In order to study the contributions of components 2 and 3 to jg.;, we define the following limits

an infinite dilution:

. ; .A
thS =0 ]2;1/3(3{5/ x53) :]2,'1,3<x53)
Xs3 constant (134)

. . A
lim,, _ ¢ ]3;1,2(3‘5/ Xs3) = ]3;1,2(x53)
X3 constant

In this way, taking limits in both sides of Eq. (49), and bearing in mind Eqs. (132) and (134), we
have that:

J51(x3) = xs2j§;1,3(xs3) + xs3j§;1,2(x53) (135)

Now, we will see some mathematical properties of limits of type IL. One of them is for example:

limy, —ojy 1 3(Xs3) = fo.q (136)
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This property is demonstrated by using iterated limits:

. A RT . .
hmxssﬂo]z;l,l%(xﬁ) - hmxs3 -0 hmxs -0 J2; 1,3(x5' x53)
xg constant X3 constant
. . . o . o . 0
= hmxs -0 hmxs3 -0 ]2;1,3(x5/ x53) = hmxsﬂo]z;l,S(XSf 0) = hmxzﬁo]Z;l(XZ) =J21
X3 constant Xxs constant
(137)
The other mathematical property is:
. A )
hmxsa—>1]3; 1,2(x53) = ]2;1,3(0) (138)
where its demonstration is as follows:
. A T . .
hmxssﬂl]a,l/z(xg) =lim,, lim, _ g I3 1/2(365, Xs3)
xs constant X3 constant
= hmxs -0 hm Xs3 — 1 ]3,‘1,2(x5/ x53) (139)
Xs3 constant Xg constant

Now, it is necessary to consider other way to fractionalize the system. For convenience, we will
consider a complex solvent B composed of 1 and 3, and a solute 2 where the variable xg
represents the molar fraction of B and x5 = n3/(ny+n3). With this,

liII‘lxs3 =1 Xp = liII‘lx53 =1 .’st(l — xs3) =0

xg constant Xxs constant ( 1 40)
lim,, 1 xps=lm, 1 xaxs[l —xs(1 —xs3)] = xs
X5 constant Xxs constant
and considering Eq. (140), (139) transforms into:
. A . . .
limy, —af3 o (xs3) = limy o imy, Lo Jy2002 %) | =
Xs3 constant Xpp constant (141)
. 0 0
=lim,, ¢ ]3;1,2(xb2) = ]3;1,2(0)

X3 constant

Other interesting property of the limits of type Il is that they are related to each other by the
following equation:
djy djs
o /21,3 Ly /3
dxs3

1,2
12— 142
s3 d - 0 ( )

The demonstration of this equation is as follows. Both sides of the following equation:
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aj2;1,3 aj3,'1,2 a(j3;1,2 _j2;1,3)
x52< b ) + xse,( o ) — x5(1— x5) (axs ) (143)

are calculated in the following way. The left-hand side is obtained by deriving partially Eq. (49)
with respect to x,3. The right-hand side of (143) is calculated considering that:

(ajs; 1) of of (144)

6x53 - 6x536n5 - ansbxsg

Using (50) in (144) and cancelling common terms, Eq. (143) is obtained. Taking the limit when
x; approaches to zero when x.; is kept constant in both sides of Eq. (143) and considering that:

(6 (ja; 1,2 (xs, Xs3) — jz; 1,3 (xs, xs3)> )

lim

Xs — 0
Xs3 constant

bxs

axs axs

) = f(xs3) (145)

Eq. (142) is obtained.

From values of j¢., it is possible to obtain j§;1,3 and j§;1,2 by using the following equations:

. . dfs,q
Jons = J1 — X3 .
S (146)
]-A :jo +(1*X3) ]5,'1
3,1,2 51 S dxs3

Eq. (146) was obtained by differentiating Eq. (135) with respect to x,3, considering Eq. (142) and
combining the result with Eq. (135).

5.2.3. Application of the limits of type II to the study of polymeric particles

The polymeric particles used were synthesized with a gradient of concentration of functional
groups (acrylic acid) inside the particle [9]. In this system, the content of acrylic acid represents
the polar groups, while poly(butyl acrylate-co-methylmethacrylate) is the non-polar groups. As
seen in Figure 1C and D, component 1 is water, component 2 is non-polar groups and compo-
nent 3 is polar groups. The polymeric particle (composed of polar and non-polar groups) is
taken as a fraction “P” of the system where the variable t,3 = n13/(11+13) will be the mass fraction
of polar groups in the particle. In this study [9], the same experimental equipment than in
Section 4.4.1 was used and measurements of density and sound speed were carried out by
titrating water (in the cell) with latex of polymeric particles (in the syringe). Figure 7A and B
shows the density p and u as functions of the concentration for several values of ¢,3. The density
and sound speed were transformed into specific volumes and specific adiabatic compressibil-
ities by using Egs. (95) and (96), and results are shown in Figure 1C and D.
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In this case, Eq. (133) will take the form:

j=h+ (ﬁ’;l _jl) tp (147)
and considering that t; = 1 — tp Eq. (147) transforms into:

j :j%;l + (71 _j(;);1) 51 (148)

Using Eq. (148) as a fit function in Figure 8C and D, the partial specific volume at infinite
dilution of the particles (v}.;) and the partial specific adiabatic compressibility at infinite
dilution of the particles (k§ ».,) were obtained from the independent term of Eq. (148) and the results
are shown in Figure 9A and B as functions of #,3. In this case, Eqs. (100) and (101) take the form:

U%;l = U%;I/utom + U[I)’;l/free + Ull)’;l/hyd (149)

ks b1 = K3 p1pree + K3 pi1 nya (150)

The partial specific properties of polar (7?;1,2) and non-polar (;3 1,3) groups were calculated by
using Eq. (146). The derivatives of Eq. (146) were calculated numerically by using schemes of
finite differences. Figure 9C and D shows, as functions of the amount of polar groups (t,3), the
values of specific partial volumes of non-polar and polar groups, respectively. Figure 9D and F
shows, respectively, the specific partial adiabatic compressibility of non-polar and polar
groups.

With similar arguments than in Section 4.4.1, we can get the following equations for the
volumes:

A oA A A

021,35 = U2:1,3/atom T Y2;1,3/free T Y2;1,3/hyd (151)
A oA A A

U3:1,2 = U3,1,2/atom + U3:1,2/free T U3:1,2/hyd (152)

and for the adiabatic compressibilities:
kg5 = Kr o, 1,3/free T kp o, 1,3/hyd (153)
k310 = kg, 2/free T kp 5, 1,2/hyd (154)

In addition to this, by combining Eqgs. (135), (149), (151) and (152), one gets the following
equations:

A A

Z)?3’;1/{/ztom = tPZUZ; 1,3/atom + tr’3v3; 1,2/atom (155)
A A

U?’;]/free = tPZUZ;l,?’/free + tP3US;1,2/free (156)

A A
Upthyd = 12021, 3/hyd + tp3U5:1,2/yd (157)
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Figure 8. (A) Density of latex as function of polymeric particles concentration. (B) Sound speed as function of polymeric
particles concentration. (C) Specific volume of latex as function of mass fraction of solvent (water). (D) Specific adiabatic
compressibility as function of the mass fraction of solvent (water). In all figures (o) 0 wt%, (O) 5wt%, (A) 10 wt%, (0) 15 wt
%, (<) 20 wt%, (@) 25wt%.
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Figure 9. (A) Partial specific volume of the polymeric particles at infinite dilution as function of the polar group content.
(B) Partial specific adiabatic compressibility of particles at infinite dilution as function of the polar group content. (C)
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adiabatic compressibility of non-polar groups at infinite dilution as function of the polar group content. (E) Partial specific
volume of polar groups at infinite dilution as function of the polar group content. (F) Partial specific adiabatic compress-
ibility of polar groups at infinite dilution as function of the polar group content.
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where similar equations can be obtained for the adiabatic compressibilities. Figure 9A and B
shows that v, and kp.; decrease when the amount of polar groups increases. This fact indicates
an increment of the hydration in the interior of the particle when the amount of polar groups
increases. The distribution of this hydration is as follows. Figure 9C and D shows that v5;, 5 and
ksA2;1,3 decrease from 0 to 15% of polar groups, while Figure 9E and F shows that 05, , and ksAs;l,z

increase. This fact can be interpreted because the hydration is redistributed from the polar
groups to the non-polar groups. In the region of 15-25%, this behaviour is reversed.

6. Conclusions

In this chapter, we have developed common thermodynamic bases for isothermal titration
calorimetry, densimetry and measurement of sound speed in terms of thermodynamic partial
properties (interaction partial enthalpies, partial volumes and partial adiabatic compressibil-
ities). To build these common thermodynamic bases, it is necessary to introduce new concepts,
i.e., the concept of fraction of a system and the concept of thermodynamic interaction between
components of a system. An advantage of the proposed thermodynamic scheme is the possi-
bility of including new thermodynamic partial properties as partial heat capacities.
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Abstract

The generalized equivalent mass (GEM) concept, based on firm algebraic foundations of
the generalized approach to electrolytic systems (GATES), is considered and put against
the equivalent “weight” concept, based on a “fragile” stoichiometric reaction notation
still advocated by IUPAC. The GEM is formulated a priori, with no relevance to a
stoichiometry. GEM is formulated in a unified manner, and referred to systems of any
degree of complexity with special emphasis put on redox systems, where generalized
electron balance (GEB) is involved. GEM is formulated on the basis of all attainable (and
preselected) physicochemical knowledge on the system in question, and resolved with
use of iterative computer programs. It is possible to calculate coordinates of the end
points taken from the vicinity of equivalence point. This way, one can choose (among
others) a proper indicator and the most appropriate (from analytical viewpoint) color
change of the indicator. Some interpolative and extrapolative methods of equivalence
volume V., determination are recalled and discussed. The GATES realized for GEM
purposes provides the basis for optimization of analytical procedures a priori. The
GATES procedure realized for GEM purposes enables to foresee and optimize new
analytical methods, or modify, improve, and optimize old analytical methods.

Keywords: equilibrium analysis, mathematical modeling, redox titration curves, equiv-
alence volume, Gran methods

1. Introductory remarks

Titrimetry reckons to the oldest analytical methods, still widely used because of high precision,
accuracy, convenience, and affordability [1]. Nowadays, according to Comité Consultatif pour la

I m Ec H © 2017 The Author(s). Licensee InTech. This chapter is distributed under the terms of the Creative Commons
Attribution License (http://creativecommons.org/licenses/by/3.0), which permits unrestricted use,
open science | open minds distribution, and reproduction in any medium, provided the original work is properly cited. [{cc SN
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Quantité de la Matiere (CCQM) opinion [2], it is considered as one of the primary methods of
analysis i.e., it fulfills the demands of the highest metrological qualities. Titration is then
perceived as a very simple and reliable technique, applied in different areas of chemical
analysis. A physical chemist may perform a titration in order to determine equilibrium con-
stants, whereas an analytical chemist performs a titration in order to determine the concentra-
tion of one or several components in a sample.

In a typical titration, Vo mL of titrand (D) containing the analyte A of an unknown (in
principle) concentration Cj is titrated with V mL of titrant (T) containing the reagent B (C); V
is the total volume of T added into D from the very beginning to a given point of the titration,
where total volume of D + T mixture is V + V, if the volume additivity condition is fulfilled.
Symbolically, the titration T — D in such systems will be denoted as B(C,V) — A(Co, Vo).
Potentiometric acid-base pH titrations are usually carried out by using combined (glass +
reference) electrode, responding to hydrogen-ion activity rather than hydrogen-ion con-
centration. Potentiometric titrations in redox systems are made with use of redox indicator
electrodes (RIE) e.g., combined (Pt + reference) electrode [3-5]. For detection of specific ions in
a mixture, ion-selective electrodes (ISE) are also used [5]. The degree of advancement of the
reaction between B and A is the fraction titrated [6], named also as the degree of titration, and
expressed as the quotient ® = ng/ny of the numbers of mmoles: ng = C-V of B and np = Cy-V,
of A, ie.,

c-v
7C0‘V0 (1)

We refer here to visual, pH, and potentiometric (E) titrations. The functional relationships between
potential E or pH of a solution versus V or @, i.e., E = E(V) or E = E(®) and pH = pH(V) or pH =
pH(®) functions, are expressed by continuous plots named as the related titration curves. The ®
provides a kind of normalization in visual presentation of the appropriate system. In the simplest
case of acid-base systems, it is much easier to formulate the functional relationship ® = ®(pH),
not pH = pH(®). In particular, the expression for @ depends on the composition of D and T, see
Appendix.

The detailed considerations in this chapter are based on principles of the generalized approach to
electrolytic systems (GATES), formulated by Michatowski [9] and presented recently in a series
of papers, related to redox [7-26] and nonredox systems [27-32] in aqueous and in mixed-solvent
media [33-37]. The closed system separated from its environment by diathermal walls secure a
heat exchange between the system and its environment, and realize dynamic processes in a
quasistatic manner under isothermal conditions.

The mathematical description of electrolytic nonredox systems within GATES is based on
general rules of charge and elements conservation. Nonredox systems are formulated with
use of charge (ChB) and concentration balances f(Yy), for elements/cores Y, # H, O. The
description of redox systems is complemented by generalized electron balance (GEB) con-
cept, discovered by Michatowski as the Approach I to GEB (1992) and the Approach II
to GEB (2006); GEB is considered as a law of a matter conservation, as the law of nature
[7,9,11, 13, 25].
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Formulation of redox systems according to GATES principles is denoted as GATES/GEB.
Within the Approach II to GEB, based on linear combination 2-fO) — f(H) of the balances: f{H)
for H and f{O) for O, the prior knowledge of oxidation degrees of all elements constituting the
system is not needed; oxidants and reductants are not indicated. Moreover, the linear inde-
pendency or dependency of 2:f(O) — f{H) from other balances: ChB and f{Y,), is the general
criterion distinguishing between redox and nonredox systems. Concentrations of the species
within the balances are interrelated in a complete set of equations for equilibrium constants,
formulated according to the mass action law principles. The GATES and GATES/GEB in
particular, provide the best possible tool applicable for thermodynamic resolution of electro-
lytic systems of any degree of complexity, with the possibility of application of all physicochem-
ical knowledge involved.

Several methods of equivalence volume (V) determination are also presented in terms of the
generalized equivalence mass (GEM) [8] concept, suggested by Michatowski (1979), with an
emphasis put on the Gran methods and their modifications. The GEM concept has no rele-
vance to a chemical reaction notation. Within GATES, the chemical reaction notation is only the
basis to formulate the expression for the related equilibrium constant.

2. Formulation of generalized equivalent mass (GEM)

The main task of titration is the estimation of the equivalence volume, V., corresponding to
the volume V = Veq of T, where the fraction titrated (1) assumes the value

C- Ve
T 2)

In contradistinction to visual titrations, where the end volume V. = V., is registered, all
instrumental titrations aim, in principle, to obtain the V.4 value on the basis of experimental
data {(V; yj) | j=1,...,N}, where y = pH, E for potentiometric methods of analysis. Referring to
Eq. (1), we have

Cp-Vo=10° - mu /My (3)

where my4 [g] and My [g/mol] denote mass and molar mass of analyte (A), respectively. From
Egs. (1) and (3), we get

ma =107.C-M, - V/® (4)

The value of the fraction V/® in Eq. (4), obtained from Eq. (1),
V/®=Cy-Vo/C (5)

is constant during the titration. Particularly, at the end (e) and equivalence (eq) points, we have
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V/® =V, /D = Veq/q)eq (6)

The V, [mL] value is the volume of T consumed up to the end (e) point, where the titration is
terminated (ended). The V, value is usually determined in visual titration, when a preassumed
color (or color change) of D + T mixture is obtained. In a visual acid-base titration, pH,. value
corresponds to the volume V. (mL) of T added from the start for the titration and

_C.V,

b, = 7
= 7)

is the ®@-value related to the end point. From Egs. (4) and (6), one obtains:

M

my=1072.C- V.- -2 (8a)
@
M

mp =1072-C-Veq- -2 (8b)
Deq

This does not mean that we may choose between the two formulas: (8a) and (8b), to calculate
ma. Namely, Eq. (8a) cannot be applied for the evaluation of ma: V. is known, but @,
unknown; calculation of @, needs prior knowledge of C, value; e.g., for the titration NaOH
(C,V) — HCI(C,, V), see Appendix, we have

_E Co—()(e

D
N COXC+(Xe

where a(Appendix), and a. = a(pH,) 9)

However, Cy is unknown before the titration; otherwise, the titration would be purposeless.
The approximate pH, value is known in visual titration. Also Eq. (8b) is useless: the “round”
D4 value is known exactly, but Vg is unknown; V. (not V) is determined in visual titrations.

Because Egs. (8a) and (8b) appear to be useless, the third, approximate formula for m, has to
be applied, namely:

mp’ 2107 C- Ve - My /@eq = 107 - C - V, - Ry (10)

where @, is put for @, in Eq. (8a), and

Ma

eq

Ro% = (11)

is named as the equivalent mass. The relative error in accuracy, resulting from this substitu-
tion, equals to

0= (mA' —mA)/mA :mA’/mA -1 :Ve/Veq -1 :(De/q)eq_l (12)
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For @, = @, we get 0 = 0 and my" = mj; thus @, = O (ie, V. =2 V) corresponds to my’ = ma.
A conscious choice of an indicator and a pH-range of its color change during the titration is
possible on the basis of analysis of the related titration curve. From Egs. (10) and (8b), we get

my=ma"/(1+0)=my - (1-0+8-...) (13)
3. Accuracy and precision

In everyday conversation, the terms “accuracy” and “precision” are often used interchange-
ably, but in science—and analytical chemistry, in particular—they have very specific, and
different definitions [38].

Accuracy refers to how close a result of measurement, e.g., expressed by concentration x (as an
intensive variable), agrees with a known/true value X, of x in a sample tested. In N repeated
trials made on this sample, we obtain x; (j = 1, ..., N) and then the mean value X and variance s
are obtained

L

N-1 4
j

1 & ) N ,
X==-> Xj,s = (x. — xp) (14)
N =1 =

The accuracy can be defined by the absolute value X — x|, whereas precision is defined by

standard deviation, s = (s?)"/%; the accuracy and precision are brought here into the same units.

Accuracy and precision are the terms of (nearly) equal importance (weights: 1 and (1 — 1/N) for
the weighted sum of squares [39]) when involved in the relation [40, 41]
1 XN

N~Z(xjfxo)2:1-(Y7X0)2+(171/N)-52 (15)
i=1

where Xj — experimental (j =1, ..., N) and true (x;) values for x, X — mean value, s> — variance.
The problem referred to accuracy and precision of different methods of V., determination has
been raised, e.g., in Refs. [42, 43].

Accuracy and precision of the results obtained from titrimetric analyses depend both on a
nature of D + T system considered and the method of V.4 evaluation. Herein, the kinetics of
chemical reactions and transportation phenomena are of paramount importance.

4. The E = E(®) and/or pH = pH(®) functions
Relatively simple, functional relationships for ® = ®(pH), ascribed to acid-base D + T systems,
are specified in an elegant/compact form in Refs. [6, 27, 28, 30], see Appendix.

In acid-base systems occurred in aqueous media, pH is a monotonic function of V or ®. From
the relation,
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dpH dpH dV Cy-Vp dpH

dd  dv dd C adv

(16)

it results that the ® = ®(pH) and pH = pH(®P) relationships are mutually interchangeable,
CyVo/C > 0. The relation (16) can be extended on other plots.

Explicit formulation of functional relationships: ® = ®(pH) and E = E(®), is impossible in
complex systems, where two or more different kinds (acid-base, redox, complexation, precip-
itation, liquid-liquid phase equilibria [44, 45]) of chemical reactions occur sequentially or/and
simultaneously [8]. The E values are referred to SHE scale.

Monotonicity of pH = pH(®) and/or E = E(®) is not a general property in electrolytic redox
systems. In Figure 1, the monotonic growth of E = E(®), i.e., dE/d® > 0, is accompanied by
monotonic growth of pH = pH(®), i.e., dpH/d® > 0 [20].

In Figure 2, the monotonic drops of E = E(D), i.e., dE/d® < 0, are accompanied by nonmonotonic
changes of pH = pH(®) [9, 46, 47].

From inspection of Figure 2B, it results that the neighboring, quasi linear segments of the line
(at Cpyg = 0) intersect at the equivalent points ®.q; = 2.5 and P> = 3.0. So, it might seem that
the pH titration is an alternative to the potentiometric titration method for the V.4 detection. It
should be noted, however, that there are small changes within the pH range, where the
characteristics of glass electrode is nonlinear, and an extended calibration procedure of this
electrode is required. The opportunities arising from potential E measurement are here incom-
parably higher, so the choice of potentiometric titration is obvious.

In Figure 3, the nonmonotonic changes of E = E(V) are accompanied by nonmonotonic
changes of pH = pH(V) [16].

The unusual shape of the respective plots for E = E(®) and pH = pH(®) is shown in Figure 4 [13].
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Figure 1. The collected (A) E = E(®) and (B) pH = pH(®) curves plotted for D + T system KMnO, (C) — FeSO, (Co) +
H,S04 (Cpp) at Vo = 100, Cy = 0.01, C = 0.02, and different Cy; values, indicated in Figures (B), (C), and (D) (in enlarged
scales), before and after ® = Deq=0.2.
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Figure 2. The theoretical plots of (A) E = E(®) and (B) pH = pH(®) functions for the D + T system, with KIO; (Cy = 0.01)
+ HCI (Cpy = 0.02) + H,5e03 (Cge = 0.02) + HgCl, (Cyyg) as D, and ascorbic acid CgHgOg (C = 0.1) as T; V= 100, and (a)
Chg =0, (b) Cyyz = 0.07.
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Figure 3. The theoretical plots of (A) E = E(V) and (B) pH = pH(V) functions for the system with Vy = 100 mL of NaBr
(Cp=0.01) + Cl, (Cyp) as D titrated with V mL of KBrO3z (C = 0.1) as T, at indicated (a, b, ¢) Cy, values.

Other examples of the nonmonotonicity were presented in Refs. [7, 9, 46-49]. The
nonmonotonic pH versus V relationships were also stated in experimental pH titrations made
in some binary-solvent media [33]. Then, the Gran’s statement “all titration curves are mono-
tonic” [50] is not true, in general.
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Figure 4. The plots of (A) E = E(®) and (B) pH = pH(®) functions for the system HI (C = 0.1) — KIOj3 (Co = 0.01).

5. Location of inflection and equivalence points

Some of the E = E(®) and/or pH = pH(®P) (or E = E(V) and/or pH = pH(V)) functions have
inflection point(s), and characteristic S-shape (or reverse S-shape) is assumed within defined @
(or V) range [51].

Generalizing, let us introduce the functions y = y(V), where y = E or pH and denote V = V|p, with
the volume referred to inflection point (IP) [52, 53], i.e., the point (Vip yip) of maximal slope 1!

dy 1
=3V~ av/dy (17)
on the related curve y = y(V) (y = E, pH), plotted in normal coordinates (V, y) or their
derivatives: dy/dV = y;(V) and d*y/dV? = y,(V) on the ordinate. We have, by turns [54],

dy 1 4V 18
2 3 2 (18a)
dv (dv/dy)” dy
d’y 5 d*V
TN —— =0 18b
vz 1 dy? (18b)

Atn # 0, from Eq. (18b), we get d*V/dy* = 0. Analogously to Eq. (16), we have
dE  Co-Vy dE

dd~  C av

At the inflection point on the curve y = y(V), we have maxima for dy/d® and d*y/dV* = 0, see
Figure 5 for y = E [55].
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Figure 5. The function (A) E = E(®) and the difference quotient DE/D® = (E;,1 — Ej)/(®j1 — D)) versus (9}, + 0))/2
relationships in the vicinity of ® = 0.2 (B) and ® = 0.5 (C) plotted for the system KIO; (C = 0.1) —> KI (C, = 0.01) + HCl
(Co1 =0.2).

Referring to examples presented in Figures 1A and 2A, we see that the inflection points (P

Erp) have the abscissas close to the related equivalence points (®¢q, Eeq), namely:

eqs
(0.2, 1.034)—see Table 1 and Figure 1A;

(2.5, 0.903), (3.0, 0.414) —see Table 2 and the curve a in Figure 2A;
(3.0, 0.652) —see Table 2 and the curve b in Figure 2A;

Then we can consider ®q (Eq. (2)) as a ratio of small natural numbers: p and q, i.e.,
= (b qEN) (19)
e.g., ®oq = 1 (=1/1) for titration in D + T system with A = HCl and B = NaOH (see Eq. (9));

Deq = 1/5 = 0.2 in Figure 1A (see Table 1); Deq = 5/2=25o0r Dy = 3/1 = 3 in Figure 2A (see
Table 2).

D E

0.19800 0.701
0.19900 0.719
0.19980 0.761
0.19990 0.778
0.19998 0.820
0.20000 1.034
0.20002 1.323
0.20010 1.365
0.20020 1.382
0.20200 1.442

Table 1. The (P, E) values related to Cp; = 0 and other data presented in legend for Figure 1A.
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Crg =0 Cirg = 0.07

@ E @ E @ E
245 1.004 2.95 0.632 295 0.97
2475 1 2975 0.62 2975 0.96
249 0.995 2.99 0.607 2.99 0.947
2492 0.994 2,992 0.604 2992 0.944
2.494 0.992 2,994 0.6 2.994 0.94
2.496 0.989 2.996 0.595 2.996 0.935
2.498 0.983 2,998 0.586 2,998 0.926
25 0.903 3 0.414 3 0.652
2.502 0.809 3.002 0.38 3.002 0.379
2.504 0.791 3.004 0.371 3.004 0.371
2.506 0.781 3.006 0.365 3.006 0.365
2.508 0.774 3.008 0.362 3.008 0.362
251 0.768 3.01 0.359 3.01 0.359
2525 0.744 3.03 0.345 3.03 0.345
2.55 0.727 3.06 0.336 3.06 0.336

Table 2. The (®, E) values related to the data presented in legend for Figure 2A.

As we see (Eq. 12), the @, values are compared each time with the “round” ®.q = p/q value for
@, due to the fact that just @4 is placed in the denominator of the expression for the equivalent
mass, Ra*1 (Eq. (11)).

The @, values, presented in Tables 1 and 2 refer—in any case—to the close vicinity of the ®c
value(s), see e.g. Deq1 = 2.5 and Py = 3.0.

Then from Figures 1A and 2A, it results that location of IP is an interpolative method and
Vip 2 Vq [56], but in practice, this assumption may appear to be a mere fiction, especially in
context with accuracy of measurements.

6. The case of diluted solutions

The V4 and Vip do not overlap in the systems of diluted solutions. For titration of Vo mL of HB
(Cp) with V. mL of MOH (C), we have [6, 57]

X[p
Veg = Vip =5 +lep (Cp/C+1)-Vy (20)

where
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8Kw  [8Kw\’
XIPZC2+<C2> + ... (21)

and Ky = [H*'][OH]. Similar relationship occurs for AgNOs (C,V) — NaCl (Cy, V) system;
in this case, the relations [57]: Eq. (20) and

8Ksp  (8Kyp\?
Xpp = c? +(C2> + ... (22)

where K, = [Ag"'][C]""], are valid.

7. Some interpolative methods of V.4 determination

7.1. The Michalowski method

Two interpolative methods, not based on the IP location, were presented by Fortuin [58] and
Michatowski [6, 57]. The Fortuin method is based on an nomogram; an extended form of
Fortuin’s nomogram was prepared by the author of Ref. [6]. The Michatowski and Fortuin
methods are particularly applicable to NaOH (C,V) — HCI (Cy,V,) and NaOH (C,V) — HCI
(Co, V) systems. However, the applicability of the Michatowski method is restricted to diluted
D and T, where the Fortuin method is invalid. In the Michatowski method, Veq i8 the real and
positive root of the equation

(1—2a) Ve’ +(2—3a) - Vo - Veg? + Vo? - Veqg —a - Vo* =0 (23)

where

4 1 3Ap — 2VpA; + V02A2
3 Ay — VA7 + V3A,

(24)

and Ao, Ay, Ay, Az are obtained from results {(Vj, Ej) | j = 1,..., N} of potentiometric titration,
after applying the least squares method (LSM) to the function

V 3 3 )
1+—) -E=S A;-Vi 2
<+VO) > oAV (25)

A useful criterion of validity of the V4 value are: pK = —log K (K = Ky or K;,) and standard
redox potential (Eo), calculated from the formulas [59]:

B 24 a3\ . RT
pK =log <@> + log(— a_1>’ Ey =ap + o In10 - pK (26)

where
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V03 3A0 — 2VOA] + V02A2 3a3Veq
az = . ;a; = V,—V
TWa (Vp+ Ve v Mol

Vo 3Ap — AgVe? |
2 Vot Ve

ag=Vo’ - As +a; +a3
(27)

7.2. The Fenwick—Yan method

The Yan method [59] is based on Newton'’s interpolation formula

x) = f(xo) +Zf ) T x=x) (28)

i—
j=0

where
£(x) — f(xo)
filx)=————for j=1,2,...,n
10%) — j
fio1(x) — fic1(x;_q) o
fi(x]-): ;(j_xifl for j=i,...,n

and on the assumption that Ve, 2 Vip. Putting n = 3 in Eq. (28) and setting d*f(x)/ dx* = 0 for
IP, after rearranging the terms one obtains

Xpp = % . (XO + X1 +X2 — 28((3) (29)

Let x; = Vi, f(x]) Vit 1=0,1,2,3; y=pHor E. According to Yan's suggestion, xip Vg
Then, on the basis of 4 experimental points (Vi i) (j =0, 1, 2, 3) taken from the immediate

vicinity of Vg, we get

1
Veg =

fr(V
3 <V1< + Viq1 + Vi — 2 kH)) (30)

f3(Viya)

Volumes Vi of T added were chosen from the immediate vicinity of V. The best results are
obtained if Vi < Veq < Vii2. The error in accuracy may be significant if Vi < Veq < Vi g or
Vit2 < Veq < Vis. Moreover, the following conditions are also necessary for obtaining the
accurate results: (i) volume increments Vi ;1 — Vi1 (ca. 0.1 mL) are small and rather equal
and (ii) concentrations of reagent in T and analyte in D are similar.

When the titrant is added in equal volume increments AV in the vicinity of the equivalence
point, then Vi - Vi = (j —i)-AV, and Eq. (30) assumes the form

Yi = 2k T Y2
K~ 3Yk1 T3V — Viss

Veq = Vi1 + AV (31)

identical with one obtained earlier by Fenwick [60] on the basis of the polynomial function
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y=Ag+A-V+A, - V2 AV (32)

(compare it with Eq. (25)). In Ref. [6], it was stated that a simple equation for x = V4 can be
obtained after setting n = 4 in Eq. (28). Then one obtains the following equation

6f4(Vira) - Vg +3(f3(Viss) = B f4(Viss)) * Veq + £2(Vig2) — 0 - £3(Viss) + v - f4(Viss) = 0
(33)

where the parameters:

3
0=Vi+Vig1 + Vi, =0+ Vi, v = Z Vi - Vi

i>j=0

are obtained on the basis of 5 points {(Vij, yi4j) | j=0,...,4} from the close vicinity of Ve,

8. Standardization and titrimetric analyses

The amount of an analyte in titrimetric analysis is determined from the volume of a titrant T
(standard or standardized solution) required to react completely with the analyte in D.
Titrations are based on standardization and determination steps. During the standardiza-
tion, the titrant T with unknown concentration C of the species B is added into titrand D
containing the standard S (e.g., potassium hydrogen phthalate, borax) with mass the mg (g)
known accurately. In this context, different effects involved with accuracy of visual titrations
will be discussed.

Discussion on the formula 12 in context with Eq. (15) will be preceded by detailed consider-
ations, associated with (1°) selection of an indicator (pHe), (2°) volume V, of titrand D, (3°)
concentration Cyp,, of indicator in D, (4°) buffer effect, and (5°) drop error, being considered as a
whole. These effects will be considered first in context with nonredox systems. One should also
draw attention whether the indicator is present in D as the salt or in the acidic form [61];
e.g., methyl orange is in the form of sodium salt, Naln = C;4H;4N3NaO;S, more soluble than
HiIn = C14H;5N305S.

To explain the effects 1° and 2°, we consider first a simple example, where the primary standard
sample S is taken as an analyte A, A =S.

Example 1. We consider first the titration of ng = 1 mmole of potassium hydrogen phthalate
KHL solution with C = 0.1 mol/L. NaOH. The equation for the related titration curve

o C (1-1)Co—a

Co CH+a (34)

is valid here [62], where a is specified in Appendix,
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o= 2-HL|+ [HLfl} 2 107-68-2pH | 1(#92-pH o
CH,L) 4+ HL Y 4L 1076872 2 PH g

and Cy = 1/V, (Vo in mL). The values for the corresponding equilibrium constants are: pKyy = 14
for H,O (in ), and pK; = 2.76, pK; = 4.92 for phthalic acid (H,L).

The ® = @, values in Table 3 are calculated from Eq. (34) at some particular pH, values, which
denote limiting pH-values of color change for phenol red (6.4 + 8.0), phenolphthalein (8.0 + 10.0),
and thymolphthalein (9.3 + 10.5). A (unfavorable) dilution effect, expressed by different V,
values, is involved here in context with particular indicators; at pH, = 6.4, the dilution effect is
insignificant, but grows significantly at higher pH, values e.g., 10.5. As we see, at pH, = 8.0, the
® = @, value is closest to 1, assumed as @ in this case. At pH = 6.4 and 10.5, the @, values
differ significantly from 1. At Vo = 100 and phenolphthalein used as indicator, at first appearance
of pink color (pH = 8.0), from Eq. (34) we have @, = 0.9993 = & = - 0.07%. The dilution
practically does not affect the results of NaOH standardization against potassium hydrogen
phthalate if pH titration is applied and titration is terminated at pHe = 8.0 (Table 3).

A properly chosen indicator is one of the components of the D + T system in visual titrations.
As a component of D having acid-base properties, the indicator should be included in the
related balances [6, 62, 63]. The indicator effect, involved with its concentration, is considered
in Examples 2 and 3. Moreover, the buffer effect is considered in Example 3.

Example 2. The equation of the titration curve for titration of Vo mL of D containing ng = 1 mmole
of borax in the presence of Cqy, mol/l methyl red (pKy, = 5.3) as an indicator with C = 0.1 mol/L
HCl as T, is as follows [49, 62]

_ C (4n-10) Cos+(1-m) Com +
_Cos C—a

® (36)

where a (Appendix), Cy = Cgs =1/V, and

_ 3. [H3BO3] +2. [HzBOS] + [HBOQJ _ 3. 1035.7873pH +2. 1026.5472pH + 1013.80—pH (37)
= [HSBOS] n [HZBO?,} T [HBO3} + [BOS] - 1035‘78—3pH + 102645472pH + 101380pr +1

pH. D

Vo =50 Vo = 100 Vo = 200
6.4 0.9679 0.9679 0.9678
8.0 0.9992 0.9993 0.9994
9.3 1.0012 1.0022 1.0051
10.0 1.0060 1.0010 1.0260
10.5 1.0190 1.0349 1.0825

Table 3. The ®, values for different pH = pH,, calculated from Eq. (34), at Cy and C values assumed in Example 1.
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Hin] 1
[HIn] + [In] 1 4 10PH-53

(38)

m =

It should be noted that the solution obtained after introducing 1 mmole of borax into water is
equivalent to the solution containing a mixture of 2 mmoles of H;BO; and 2 mmoles of
NaH,BO;; Na,B4O; + 5H,O = 2H3BO; + 2NaH,BO;, resulting from complete hydrolysis of
borax [62]. The results of calculations are presented in Table 4.

In context with Table 4, we refer to the one-drop error. For this purpose, let us assume that the
end point was not attained after addition of V' mL of titrant T, and the analyst decided to add
the next drop of volume AV mL of the T. If the end point is attained this time, i.e., Vo =V’ +
AV, the uncertainty in the T volume equals AV. Assuming AV = 0.03 mL and applying Eq. (1),
we have:

O =C-V/(Cy-Vy),®,=C-V,/(Cp-Vp) and then AD =D, — @' =C-V,/(Cy -Vy)—C-V'/
(Co- Vo) =C-AV/(Cy - Vy). At Vo = 100 mL, Cy = 0.01 mol/L, C = 0.1 mol/L, and AV = 0.03
mL, we have

AD = C-AV/(Cy - Vo) = 0.003 (39)

Taking the value ®. = 2.0048 in Table 4, which refers to Vo, = 100 mL, Cy = 0.01 mol/L,
C = 0.1 mol/L, Cgy,, = 10~° mol/L and pHe = 4.4, we see that 12.0048 — 2| = 0.0048 > 0.003 i.e.,
the discrepancy between ®.q and ®. is greater than the one assumed for A® = 0.003; it
corresponds to ca. 1.5 drop of the titrant. At pHe = 6.2 and other data chosen as previously,
we get 11.9973 - 2| = 0.0027 < 0.003 i.e., this uncertainty falls within one-drop error.

The indicator effect stated in Table 4, for Vy = 100, Cp = 0.01, C = 0.1 and pH, = 4.4 equals in
®-units: 12.0048 —2.0047| = 0.0001 at Cyp, = 1072 or 12.0058 - 2.0047| = 0.0011, i.e., it appears
to be insignificant in comparison to A® = 0.003, and can therefore be neglected.

pH. D,
Corn Vo =50 Vo = 100 Vo = 200
4.4 0 2.0027 2.0047 2.0087
10~° 2.0028 2.0048 2.0089
1074 2.0033 2.0058 2.0109
5.3 0 1.9999 2.0001 2.0006
10-° 2.0001 2.0006 2.0016
1074 2.0024 2.0051 2.0106
6.2 0 1.9964 1.9964 1.9965
107° 1.9968 1.9973 1.9983
1074 2.0008 2.0053 2.0142

Table 4. The ®, values calculated from Egs. (36) to (38) for different pH = pHe, Coin and Vj (mL) values assumed in
Example 2. The pH, values are related to the pH-interval <4.4 + 6.2> corresponding to the color change of methyl red (HIn).
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Figure 6. The logy versus @ relationships in the close vicinity of ®eq =1, for i, =p - 10”° mol/L (p=24,6,8,10); curves
ap correspond to Cnpz = 0.1 mol/L, curves bp correspond to Cnpis = 1.0 mol/L; (A) refers to r = 1, (B) refers to r = 4.
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Figure 7. The logy versus @ relationships plotted at Cyy = 1 mol/L and r = 1 (curve 1b), and r = 4 (curve 4b).

C, = Cn, 1 = G/Cy, is titrated with EDTA (C = 0.02) in presence of Eriochrome Black T
(CIn =

Example 3. The solution of ZnCl, (Cy = 0.01) buffered with NH4Cl (C;) and NH; (Cy), C; +
p-10*5, p =2 4 6,8, 10) as the indicator changes from wine red to blue color. The
curves of logy versus @ relationships, where
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3
y = X2 and :x; = Z [HiIn], xo = [ZnIn] + 2[ZnIn,]

X1 i=0

are plotted in Figure 6, where (A) refers to r = 1, (B) refers to r = 4. It is stated that at Cy = 0.1,
the solution becomes violet (red + blue) in the nearest vicinity of ®.q = 1, and the color change
occurs at this point. At Cyy = 1.0, the solution has the mixed color from the very beginning of
the titration (Figure 7). At Cyn > 1.0, the solution is blue from the start of the titration. This
system was discussed in more details in Refs. [9, 37, 49, 62].

9. Intermediary comments

If a concentration C of the properly chosen reagent B in T is known accurately from the
standardization, the B (C mol/L) solution can be used later as titrant T, applied for determina-
tion of the unknown mass m of the analyte A in D. The B (C) reacts selectively with an analyte
A (Cp mol/L) contained in the titrand (D). This way, NaOH is standardized as in Example 1,
and HCl is standardized as in Example 2. In Example 3, the standard solution of EDTA can be
prepared from accurately weighed portion of this preparation, without a need for standardi-
zation, if EDTA itself can be obtained in enough pure form.

The reaction between A and S, B and A, or S and A should be fast i.e., equilibrium is reached
after each consecutive portion of T added in the titration made with use of calibrated measur-
ing instrument and volumetric ware.

In pH or potentiometric (E) titration, the correct readout with use of the proper measuring
instrument needs identical equilibrium conditions at the measuring electrode and in the bulk
solution, after each consecutive portion of T added in a quasistatic a priori manner under
isothermal conditions assumed in the D + T system.

The quasistaticity assumption is fulfilled only approximately; however, the resulting error in
accuracy is affected by a drift involved with retardation of processes occurred at the indicator
electrode against ones in the bulk solution, where titrant T is supplied. Then, the methods
based on the inflection point (IP) registration give biased results, as a rule. This discrepancy
can be limited to a certain degree, after slowing down the titrant dosage. Otherwise, the end
point lags behind the equivalence point because of a slow response of the electrode.

In modern chemical analysis, titrations are performed automatically and the titrant is introduced
continuously. In this context, the transportation factors concerning the response of the indicating
system are of paramount importance. At low concentration of analyte, the degree of incompleteness
of the reaction is the highest around the equivalence point, and then the methods based on the
inflection point registration give biased results, as a rule. The results like ones obtained with
precision 0.02% within 5 min of the potentiometric titration performed with use of an ion—selective
electrode or alike (according to some literature reports), can be considered only as a mere fiction.

In this context, for the reasons specified above, it is safer to apply extrapolative methods of
titrimetric analyses. Such a requirement is fulfilled by some methods applied in potentiometric
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analysis; the best known ones are the Gran methods considered e.g., in Refs. [3, 6, 65, 77]. The
Gran methods of V., determination can replace the currently used first-derivative method in
the potentiometric titration procedure.

In the mathematical model applied for V.4 evaluation, it is tacitly assumed that activity
coefficients and electrode junction potentials are invariable during the titration. The slope of
indicator electrode should be known accurately; the statement that the slope should neces-
sarily be Nernstian [66] is not correct. In reference to acid-base titrations, T and D should
not be contaminated by carbonate; it particularly refers to a strong base solution used as
T [67, 68].

10. The Gran methods

10.1. Introductory remarks

The Gran methods is an eponym of the well-known methods of linearization of the S-shaped
curves of potentiometric E or pH titration [69-71]. In principle, there are two original Gran
methods, known as Gran I method (abbr. G(I)) [72] and Gran II (abbr. G(II)) method [73, 74].

In current laboratory practice, only G(II) is applied mainly in alkalinity [75] (referred to seawaters,
as a rule) and acid-base titrations, in general. The presumable reasons of G(I) factual rejection (this
statement was nowhere pronounced in literature) were clearly presented in the chapter [65],
where G(I) and G(II) were thoroughly discussed. It was stated that the main reason of rejection
was too high error, inherent in the simplified model that can be brought to the approximation

In(1 + x) = x (40)

to the first term of the related Maclaurin’s series [76]

In(14%) = 3 (~ 1)
j=1

The relation Eq. (40) is valid only at Ix| << 1. To extend the x range, Michatowski suggested the
approximation [6]

In(1 +x) (41)

X
C1+x/2

that appeared to be better than expansion of In(1+x) into the Maclaurin series, up to the 18th
term at x| <1 [65], see Figure 8.

It is noteworthy that some trials were done by Gran himself [50] to improve G(I), but his
proposal based on some empirical formulas was a kind of “prosthesis” applied to the defective
model. In further years, the name “Gran method” (in singular) has been factually limited to G(II)
i.e., in literature the term “Gran method” is practically perceived as one tantamount with G(II).



Principles of Titrimetric Analyses According to Generalized Approach to Electrolytic Systems (GATES)
http://dx.doi.org/10.5772/intechopen.69248

fi(x)

0.0 i !
0001 020304050607 080910
X

Figure 8. Comparison of the plots for: (1) fi(x) = In(1 + x), (2) fo(x) = x/(1 + x/2), and (3) f5(x) = x at different x-values,
0<x<1.

10.2. The original Gran methods: G(I) and G(II)

The principle of the original Gran methods can be illustrated in a modified form [6], starting
from titration of Vo mL of Cy mol/L HCI with V mL of C mol/L NaOH, taken as a simplest case.
From charge and concentration balances, and CyVy = CV,q i.e., ®eq = 11in Eq. (2), we get

(H"] = [OH ')(Vy+ V) =C- (Vo — V) (42)

eq

Applying the notations: h = y- [H"'], ph = —log h, at [H™"] >> [OH ] (acid branch) i..,

V < Vg from Eq. (42) we have the relations:

(Vo +V) - 107" =Gy - (Vg = V) (43)

ph-In10 = In(Vo + V) — InG; + In(Veq — V) (44)

10.2.1. G(I) method

Applying Eq. (44) to the pair of points: (V;, pH;) and (Vj.1, pHj;1), we have, by turns,

Vo + Vi1 Veq — Vin
In10 - (ij+1 — pH].) =In Vo \]/j —In \Zq — \]]j (45)
= 111(1 + le) — 111(1 - ij) (4561)
where:
Vi — Vi
j+1 j
— 46
X1y Vo + Vj ( a)
X = AL (46b)

Veq -V
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Applying the approximation Eq. (40), we have:

In(1 4 x4j) 2 x5, In(1 — xg5) =2 —x0;

Then we have, by turns,

Vo + Veq
In10 - (ij+1 - ij) =Xpj+ X5 = (VJ'+1 - Vi) ’ (Vo + Vj)(veq _ V]-)

y] :Gl ’ (Veq_vj) +8]

yj:P1—G1-V}'+€j

where P; = GV, and

In10
G=—
VO + Veq
1 Vj+1 - V]'

y; = :
VoY PHj+1 - ij

From Eq. (50) and LSM, we get the formula

Vo, =01 DI D DI

TG N V=Y Y

where Z = Zjlil, and y; is expressed by Eq. (52); it is the essence of G(I).

10.2.2. G(1I) method

Eq. (43) can be rewritten into the regression equation
Y =P -Gy Vj+ g
where:
Gy =v-C
Py=v:C: Ve =Gy Veq

y; = (Vo+V)) - 107P"

Applying LSM to ph titration data {(V;, phy) | j=1,...,N}, from (55b) we get

(53)

(54)
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v P 2V D V- VP
eq =

(57)
G N 2NV 2y 2V
similar to Eq. (53), where y; is expressed by Eq. (56) at this time; it is the essence of G(II).
10.3. The modified Gran methods
10.3.1. MG(1) method
Applying Eq. (41) to Egs. (45a) and (46), we have
X e Vi -V
j VotV +1 —
In(l +xp) & —3 = 00 = J (58a)
L] +X1]~/2 1 +2V1\;1+¥1) Vo +VJ+VJ+1
Vin =V
ij T Ve Vi _(Vj+1 -Vj
In(1 — xpj) = /2 PRV /RPN /2 (58b)
I\ eq 2

From Egs. (58) and (45a) we have, by turns,

N 1 1\ (Vi = V) - (Vg + Veg)
0 (P =iy = (Vi = V) (Vo +Vi* Veg =V, ) T Vo Vi) (Veg = Vi) (59)

Y7 =G (Veq = Vi) +5

Vi =P1=Gi- Vi) +g (60)

where G; and V]-* are as in Eq. (51), and:

. Vi+Vigy
= (61)
1 Vi — Vi
Y = . (62)
I Vo+Vyr pH,, —pH,
* * *2
RSN DN
Veq (63)

SO N Yy

Application of V; in Egs. (59) and (62), suggested in Ref. [6], improves the results of analyses
when compared with Egs. (50) and (52).

10.3.2. New algorithms referred to Fe™ + MnO, ™" system

The algorithms applied below are referred to the system, where V, ml of the solution containing
FeSO, (Cp) and HySO, (Cyy) as D is titrated with V ml of KMnOj, (C). The simplest form of GEB
related to this system has the form [3, 46]
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[Fe'2] + [FeOH™] + [FeSO4]~(5[MnO}'| + 4[MnO,?] + [Mn*®] + [MnOH"?])

64
= (CoVo —5CV)/(Vo + V) = (1 = 50)CoVo/(Vo + V) !

Concentration balance for Fe has the form

[Fe*?] + [FeOH™] + [FeSO4] + [Fe*?]| + [FeOH"?] + [Fe(OH), '] + 2[Fe,(OH), "]
+[FeSO4 ] + [Fe(SO4),™| = CoVo/(Vo + V) (65)
On the basis of Figure 9, at ® < @,y = 0.2 and low pH-values, Egs. (64) and (65) assume simpler
forms:

[Fe?] + [FeSO4] = (1 — 5®) x CoVy/(Vo + V) (66)
[Fe*?] + [FeSOy4] + [Fe'®] + [FeSO4*] + [Fe(SOs);'] = CoVo/(Vo + V) (67)

These simplifications are valid at low pH-values (Figure 6). Egs. (66) and (67) can be rewritten
as follows:

[Fe*?] - by = (1-59)CoVo/(Vo + V) (68)
[Fe™] - (by + f23 - b3) = Co - Vo/(Vo + V) (69)
1] 0
m——— Fa(SOd):" MnS0,
4 _fd d______;'“ - FilEﬂ.;” 4 /'_;__-_—_:'____ ;m\
41~ ] S Mn* M M N
I o f MOH
if--'_._'-
= ® — FeOH" = ]
fa o .
[=1]
2-12 E ‘- e Fa(OH)" 'EF
:::——:; 1 -12 4
S 1 Fa{OH), "™ e MnOH"
161 7 | ) -16 |
| ——— - F‘[?'DJ:I: —
. s o
_m T Fm‘ T |F- L _20 . f;ﬂ-ﬁ?;ﬁ‘j i =il _ - _ Mnu‘.-
0 01 02 03 04 05 o o1 02 03 04 OF
L H] O
(A) (B)

Figure 9. Dynamic speciation curves plotted for (A) Fe-species; (B) Mn-species in D + T system where Vo = 100 mL of T
(FeSO; (Co = 0.01) + H,S0; (Coy = 1.0) is titrated with V ml of KMnO, (C = 0.02).
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valid for ® < @4 = 0.2, where:

b, =1+ Ky x [804_2] (70&)
by = 1+Ka1 x [5042] + Kz, x [50472) (70b)
[Fe+3} A(E - Ey)
23 [Fe+2} ( )
F 1
AiR'T'1n107a~ln10 (71b)
a= g (71¢c)

and [FeSO,] = Ky [Fe"?][SO; 7], [FeSO,™'] = K1 [Fe*][SO; ], [Fe(SO4), '] = Kap[Fe |[SO, .
From Egs. (68) and (69), we have, by turns,

b 1

3
it A 72
14123 b, 150 (72a)
b 50
10AE-E) 23 % 72
0 b, 1-5 (72b)
b3
E=Ej—a-In b, +a-In(5®) —a-In(1 - 5) (72¢)
2

As results from Figure 10, the term In(bs/b,) drops monotonically with ® (and then V) value

ln(Ez) —a—v-® (73a)
ln<E—z) =a—B-V (73b)

The value for 8 in (73b) is small for higher Cy; values, ca. 1 mol/L; in Ref. [77], it was stated that
B =17-10"2at Cy = 1.0 mol/L; this change is small and can be neglected over the V-range
covered in the titration. The assumption In(bs/b,) = const is applied below in the simplified
Gran models. For lower Cy; values, this assumption provides a kind of drift introduced by the
model applied, and then in accurate models, the formula Eq. (72c) is used.

From Egs. (1) and (2), we have ®/®.q = V/Vq; at Dy = 0.2, we get 5O = V/Vq. Then applying
Eq. (71b), we have

E_w_a.(a+ﬁ-v)+a-lnl—a-ln(1—l> (74)
Veq Veq

valid for V <V,

eqr With the parameters: w, o, B and a assumed constant within the V-range

considered.
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7.35

7.30

In(ba/b,)

6.90 5 5 : :
0.00 0.04 0.08 0.12 0.16 0.20
1]

Figure 10. The In(bs/b,) versus @ relationships for the D + T system where Vy = 100 mL of T (FeSO, (Co = 0.01) + H,SO,4
(Co1) is titrated with V ml of KMnOy (C = 0.02). The lines are plotted at different concentrations (Co;) of HSOy, indicated
at the corresponding curves.

10.3.3. Simplified Gran I method

For jth and j+1th experimental point, from Eq. (72) we get:

b
E; = E —a-]nb—3+a-ln(5CDj) —a-In(1 - 5d,);
2

b
Ej+1:Eo—a-lnb—z—l—a-ln(5®j+1)—a~ln(1—5(1)j+1) (75)
O, 1—50;
o B—a.ntl g 20
Ejy;1 —E=a-In o, a-In =50,

Applying in Eq. (69) the identities: Dj;1 = @) + @j;1 — Pjand 1 — 50 =1 — 5Pyj4q + 5(D 4 — D))

we have

E].+1 — E] =a- In(l + le) —a- 11’1(1 — ij) (76)

where:

le = (q)Hl — (D])/q)] and ij = 5(CD]+1 — (D])/(l — SCDJ) (77)



Principles of Titrimetric Analyses According to Generalized Approach to Electrolytic Systems (GATES)
http://dx.doi.org/10.5772/intechopen.69248

Applying the approximation Eq. (41) [6] for x = xjjand x = —xy; in Eq. (69) and putting
CD]' =C- V]/(Co . Vo), CDj+1 =C- Vj+1/(C0 . Vo), we get, by turns,

D - @ Vi -V, 5D, — ) Vi =V,
In(1 4 xq) = —- l_ ] I and —In(1—xy) = J =) J
(1+y) (@ + Dj11)/2 Vi (=) == 5@+ Bj1)/2 Veq — V'
(78)
1 Vi1 =V,
— . I _G,. (V. —V* . 7
Vi* Ej1 — K Gi- (Veq = Vi) + (79)
Y]-* =P -G V" + g (80)
where V;' (Eq. (61)), and
1 Vg -V
y]* =— jtl J (81)
V] E]'Jr] - E]
1 1
P == = 2
1 a,Gl 2 Ve (82)
P
Veq = G—ll (83)

P; and G; in Eq. (80) are obtained according to LSM, as previously described.

10.3.4. Accurate Gran I method

Applying analogous procedure based on Egs. (67) and (68), we get, by turns,

Ej+1 — E]' =a-y- (q)j+1 — q)j) +a- ln(l +X1j) —a- 11‘1(1 — ij) (84)
((D+1 - q)j) 5 ((D'+1 - (D]')
Eqi-E=a-vy - (® ,—D)+a-— +a- ) 85
it ] Y ( j+1 ] (q)Hl +CD]‘)/2 1 —5(q3j+1 +®]‘)/2 ( )
E_ 1 —E a a
j+1 j
o =Bttt (86)
Viii =V Vit Veq — V; ]
where
a-y
B = 87
e (87)

The parameters: B, a and Veq are then found according to iterative procedure; Vi*is defined by
Eq. (61).
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10.3.5. Simplified Gran II method
From Egs. (1), (2) and (72a), we have, by turns

bs O] \Y

s, "o Veq—V (88)

eq

In this case, the fraction bs/b, is assumed constant. From Egs. (88) and (71a), we get, by turns,

b

V-1074E =2 1074 (Vv —V) (89)
b, q

If by/b, is assumed constant, then G, = b,/b;-10"4F = const, and

Vi 1074F =P, — Gy - Vj + g (90)
Then
P,
Veq - 62 (91)

where P, and G; are calculated according to LSM from the regression equation (90).

10.3.6. MG(II)A method

At -V << 1, we write

E:e"‘-e’[ﬂvgea-(l—[ﬂ-V) (92)
by
From Egs. (89) and (92), we get
Q=0@®, V)=V 10" =G+ (Vo = V)- (1-B-V) (93)

where G, = e* - 107" = const and real slope $ of an electrode is involved, after putting 1/9
for A. From Eq. (93), we have

Q=00 V)=V- 10 =P.V2-Q-V+R (94)

where:
P=G;-B (95a)
Q=G (B-Veq+1) (95b)

R =Gy x Veq (95¢)
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The P, Q, and R values in Eqgs. (95a,b,c) are determined according to LSM, applied to the
regression equation

Q=P V- Q Vj+ R+ +¢ (96)
where
Qj=V;-1075/° (97)
Then we get, by turns,
R Ve Q 1 )
D Veq, X _ _— .p. _0. R=
P [D) ’ R E’ + Veq, Veq Q Veq + 0 (98)
Q-vVQ*-4-P-R
Veq = 5 P (99)

Eq. (96) is the basis for the modified G(II) method in its accurate version, denoted as MG(I[)A
method [77]. This method is especially advantageous in context of the error of analysis
resulting from greater discrepancies |9. - 9| between true (correct, 9.) and preassumed (9,)
slope values for RIE has been proved; the error in V is significantly decreased even at greater
IS - S, values [77].

Numerous modifications of the Gran methods, designed also for calibration of redox indicator
electrodes (RIE) purposes, were presented in the Refs. [4-6, 77]. Other calibration methods,
related to ISE electrodes, are presented in Ref. [5].

10.4. Modified G(II) methods for carbonate alkalinity (CA) measurements

The G(II) methods were also suggested [28] and applied [78] for determination of carbonate
alkalinity (CA) according to the modified CAM method. The CAM is related to the mixtures
NaHCO; + NayCOj; (system I) and Na,CO; + NaOH (system II), see Table 5. In addition to

No. pH interval Gran type functions

System I System II
a pH > pKo+A - (Vo +V) - 10°" = C/Kjy - (Vo — V)
b pKz -A <pH = pK, (Vo +V)-10°" = (K3) " - (Ve = V) (V—=V,)-10°" = (K™ (V, = V)
c pK; -A < pH < pK;+A (Vg—V)-10Ph =K} - (V- V,) (Vg —V) - 10Ph =K} - (V- V,)
d pH <pK;-A (Vo+V)-10Ph =y .C- (V- Vy) (Vo+V)-10Ph =y.C-(V-Vy)
Sequence of operations d—candb d—candb,a
Relationships Va = Veq1 + Veq2 Va = Veq2 + Vegs

Ve = Veq/2 Ve=Vp=Veq/2 + Vegs

Vb = Veqi Va=Vegs

Table 5. The modified Gran functions (CAM) related to the systems I and II (see text).
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the determination of equivalence volumes, the proposed method gives the possibility of deter-
mining the activity coefficient of hydrogen ions (y). Moreover, CAM can be used to calculate
the dissociation constants (Kj, K5) for carbonic acid and the ionic product of water (Kyy) from a
single pH titration curve. The parameters of the related functions are calculated according to
LSM.

11. A brief review of other papers involved with titrimetric methods of
analysis

11.1. Isohydric systems

Simple acid-acid systems are involved in isohydricity concept, formulated by Michalowski
[31, 32, 79]. For the simplest case of acid-acid titration HB (C,V) — HL (C,, V,), where HB is a
strong acid, HL is a weak monoprotic acid (K;), the isohydricity condition, pH = const, occurs at

Co=C+C* 107 (100)

where pK; = —logKj.

In such a system, the ionic strength of the D + T mixture remains constant during the titration,
i.e., the isohydricity and isomolarity conditions are fulfilled simultaneously and independently
on the volume V of the titrant added. On this basis, a very sensitive method of pK; determina-
tion was suggested [31, 32]. The isohydricity conditions were also formulated for more com-
plex acid-acid, base-base systems, etc.

11.2. pH titration in isomolar systems

The method of pH titration in isomolar D + T systems of concentrated solutions (ionic strength
2-2.5 mol/L) is involved with presence of equal volumes of the sample tested both in D and T.
The presence of a strong acid HB in one of the solutions is compensated by a due excess of a
salt MB in the second solution [80-90]. In the systems tested, acid-base and complexation
equilibria were involved. The method enables to calculate concentrations of components in
the sample tested together with equilibrium constants and activity coefficient of hydrogen
ions. This method was applied for determination of a complete set of stability constants for
mixed complexes [91-94].

11.3. Carbonate alkalinity, total alkalinity, and alkalinity with fulvic acids

Ref. [29] was referred to complex acid-base equilibria related to nonstoichiometric species
involved with fulvic acids and their complexes with other metal ions and simpler species
present in natural waters. For mathematical description of such systems, the idea of Simms
constants was recalled from earlier issues e.g., Refs. [27, 28, 84-88], and the concept of activity/
basicity centers in such systems was introduced.
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11.4. Binary-solvent systems

Mutual pH titrations of weak acid solutions of the same concentration C in D and T formed in
different solvents were applied [33-35] to formulate the pK; = pKj(x) relationships for the
acidity parameters, where x is the mole fraction of a cosolvent with higher molar massinD + T
mixture. The pK; = pKi(x) relationship was based on the Ostwald’s formula [95, 96] for
monoprotic acid or the Henderson-Hasselbalch functions for diprotic and triprotic acids. The
systems were modeled with the use of different nonlinear functions, namely Redlich-Kister and
orthogonal (normal, shifted) Legendre polynomials. Asymmetric functions by Myers-Scott and
the function suggested by Michatowski were also used for this purpose.

11.5. pH-static titration

Two kinds of reactions are necessary in V. registration according to pH-static titration; one of
them has to be an acid-base reaction. The proton consumption or generation occurs in redox,
complexation, or precipitation reactions [47], for example in titration of arsenite(4-3) solution
with I, 4 KI solution [18]; zinc salt solution with EDTA [97]; cyanide according to a (modified)
Liebig-Deniges method [65, 102, 103].

11.6. Titration to a preset pH value

A cumulative effect of different factors on precision of V.4 determination was considered in
[98] for pH titration of a weak monoprotic acids HL with a strong base, MOH. The results of
calculations were presented graphically.

11.7. Dynamic buffer capacity

The dynamic buffer capacity concept, v, involving the dilution effect in acid-base D + T
system, has been introduced [99] and extended in further papers [27, 28, 30, 100].

11.8. Other examples

The errors involved with more complex titrimetric analyses of chloride (mercurimetric
method) [101], and cyanide (modified) Liebig-Deniges method) [97, 102, 103]. A modified,
spectro-pH-metric method of dissociation constant determination was presented in Ref. [104].
An overview of potentiometric methods of titrimetric analyses was presented in Ref. [64].
The titration of ammonia in the final step of the Kjeldahl method of nitrogen determination
[105, 106] was discussed in Ref. [107].

The proton consumption or generation occurs in redox, complexation, or precipitation reactions
[47], for example in titration of arsenite(+3) solution with I, + KI solution [18]; zinc salt solution
with EDTA [97]; cyanide according to a (modified) Liebig-Deniges method [65, 102, 103].

Three (complexation, acid-base, precipitation) kinds of reactions occur in the Liebig-Deniges
method mentioned above. Four elementary (redox, complexation, acid-base, precipitation of I,)
types of reactions occur in the D + T system described in the legend for Figure 2 and in less
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complex HCI — NalO system presented in Ref. [21]. Other examples of high degree of complexity
are shown in the works [9, 11, 12, 14-16]. One of the examples in Ref. [12] concerns a four-step
analytical process with the four kinds of reactions, involving three electroactive elements.

12. Final comments

The Generalized Approach To Electrolytic Systems (GATES) provides the possibility of ther-
modynamic description of equilibrium and metastable, redox and non-redox, mono- and two-
phase systems of any degree of complexity. It gives the possibility of all attainable/pre-selected
physicochemical knowledge to be involved, with none simplifying assumptions done for
calculation purposes. It can be applied for different types of reactions occurring in batch or
dynamic systems, of any degree of complexity. The generalized electron balance (GEB) con-
cept, discovered (1992, 2006) by Michatowski [11, 13] and obligatory for description of redox
systems, is fully compatible with charge and concentration balance(s), and relations for the
corresponding equilibrium constants.

The chapter provides some examples of dynamic electrolytic systems of different degree of
complexity, realized in titrimetric procedure that may be considered from physicochemical
and/or analytical viewpoints. In all instances, one can follow measurable quantities (potential
E, pH) in dynamic and static processes, and gain the information about details not measurable
in real experiments; it particularly refers to dynamic speciation. In the calculations made
according to iterative computer programs, all physicochemical knowledge can be involved.

This chapter aims to demonstrate the huge/versatile possibilities inherent in GATES, as a
relatively new quality of physicochemical knowledge gaining from electrolytic systems of
different degrees of complexity, realizable with use of iterative computer programs.

Appendix

Expressions for @ related to some D + T acid-base systems [6]; M"' = Na™!, K"; B™' = Cl7,
NO; 'k =0,...,n (nos. 1-10), k = 0,...,q — n (no. 11); 1=0,...,m.

No. A B D=

1 HCl MOH C G-a
Cg C+a

2 MOH HB S'CoJra
C[) C-a

3 MiH, L MOH C (n-k-m)-C-a
C[) C+a

4 MiH,L HB C mM+k—n)-Co+a
C[) C—-a
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No. A B D=
5 (NHy) H,.L MOH E ) (n—k-an—-1n)-C—a
Co C+a
6 (NHy) H,.kL HB E ] @+k-nn—n)-Co+a
CU C—-a
7 Man_kL Mle_]{Z S . (ﬁ +k-— H)CO +a
Co (mflfﬁ)C*O(
8 MHn.L (NHg)Hp ik C [@+k-n)-G+a
CU (mfl-ﬁNfﬁ)-Cfa
9 (NHy) H,.kL MH, L. S ) @+k-nn—n)-C+a
CU (mflfﬁ)'C*U‘
10 (NHy)H,. L (NHy)Hp B E ) @+k-nn—n)-C+a
C (m—-l-ay—-m)-C—a
The symbols:
. {— . H_..
ISR R I D e
n— — - = — T
?:0 [HiL-H—n] ?70 1OlogKLi71-pH
- fil i [HiL+17m] Zf:l i 1010gK,Li71~pH
m = =~ - = " T
ip:o [HiL-H—n] iP_O 100Ky —ipH
[NH4+1 } 1010gK1HN -pH

nNZ[

enable to get a compact form of the functions,

where:

NH, 1] + [NHy]  qglogKin—pH | 1

[HLY™ = K- [HTL™ @ = 0,0q); [HET™ = K- [HTE ™G = 0,....p) ; INHy ] =
KL [HT[NH;] (logKly, = 9.35); K = Ki} =, M = K™, Na*!; [H'] = 10 PH

and the ubiquitous symbol

a=[H"]-[OH "] = 107PH — 10PH-PK.

termed as “proton excess” is used; pKy = 14.0 is assumed here.

Notations

D, titrand; T, titrant; V,, volume of D; V, volume of T; all volumes are expressed in mL; all

concentrations are expressed in mol/L.
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Motto: ‘Nothing is too wonderful to be true if it be consistent with the laws of Nature’
(M. Faraday)

Abstract

The balance 2-f(O)—f(H) provides a general criterion distinguishing between electrolytic
redox and non-redox systems of any degree of complexity, in aqueous, non-aqueous and
mixed-solvent media. When referred to redox systems, it is an equation linearly inde-
pendent on charge (ChB) and elemental/core balances f(Y,) for elements/cores Y, # H
and O, whereas for non-redox systems, 2:{O)—f(H) is linearly dependent on these
balances. The balance 2:(O)—f(H) formulated for redox systems is the primary form
(pr-GEB) of the generalized electron balance (GEB) as the fundamental equation needed
for resolution of these systems. Formulation of GEB for redox systems needs no prior
knowledge of oxidation numbers for all elements of the system. Any prior knowledge of
oxidation numbers for all elements in components forming a redox system and in the
species of the system thus formed is not necessary within the Approach II to GEB.
Oxidants and reductants are not indicated. Stoichiometry and equivalent mass are
redundant concepts only. The GEB, together with charge balance and concentration
balances for elements # H and O, and the complete set of independent equations for
equilibrium constants form an algorithm, resolvable with use of an iterative computer
program. All attainable physicochemical knowledge can be included in the algorithm.
Some variations involved with tests of possible reaction paths for metastable systems
can also be made. The effects of incomplete physicochemical knowledge on the system
can be also tested. One of the main purposes of this chapter is to provide the GEB
formulation needed for resolution of redox systems and familiarize it to a wider com-
munity of chemists.

Keywords: electrolytes, redox systems, non-redox systems, generalized electron balance
(GEB), titration
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1. Introduction

Scientific theories describe particular units and rules governing the relationships between them.
This description is considered as interpretation of reality. In particular, the thermodynamic
description of any electrolytic system according to generalized approach to electrolytic systems
(GATESs) [1] is based on fundamental and physical rules of conservation, expressed by charge
balance (ChB) and elemental balances, for particular elements and/or cores in a closed system,
separated from the environment by diathermal (freely permeable by heat) walls. The term ‘core’
is related to a cluster of elements with the same formula, structure and external charge. For
example, HSO, ''nsH,0, SO, 2n¢H,O and FeSO,n,,H,0, in Eq. (3) (below), have the common
core (S04 ?). In this context, the pairs of species: (i) C,0, > and CO3 (ii) C,0, > (from maleic
acid) and C,O4 2 (from fumaric acid) and (iii) NO, " and NO, have no common cores.

Chemical interactions in electrolytic systems, for example protonation, neutralization, hydra-
tion, hydrolysis or dilution phenomena, are usually accompanied by exothermic or endother-
mic effects. However, the mass change, Am, resulting from these thermal phenomena,
estimated according to the Einstein’s formula AE = Am.c> and put in context with their
enthalpies AH (AE = AH), that is Am = AH/c?, is negligibly small (not measurable). Therefore,
the mass of a chemical system remains practically unchanged, regardless of whether the
chemical reactions take place in it or not.

The heat exchange between the system and its environment through diathermal walls enables
the temperature T of the system to be kept constant during the appropriate dynamic processes,
such as titration, performed in a quasistatic manner. Stability of temperature T within the
titrant (titrating solution, T), titrand (titrated solution, D) and D + T mixture, together with
constancy of ionic strength (I) in D+T, is the preliminary condition ensuring stability of the
corresponding equilibrium constants, K; = Ki(T, I), related to the system in question. The
diathermal walls separate condensed (liquid or liquid + solid) phases from their environment.

An open chemical system is an approximation of the closed system —provided that the matter
(e.g., H,O, CO; and O,) exchange between the system and its surroundings can be neglected,
within a relatively short period of time needed to carry out the process considered, for exam-
ple, titration.

On the initial stage of ChB and elemental/core balance formulation, it is advisable to start the
quantitative considerations from the numbers of particular entities (components, species):

*  Ny; for jth component constituting the system
* N; for ith species in the system thus formed

For example, H,O and gaseous HCl, as components, form an aqueous solution of HCI, with
H,O and hydrates of H"!, O H ™' and CI™" as the species. Generally, when solid, liquid and/or
gaseous solutes are introduced into water, a mono- or two-phase system is obtained. The
resulting mixture is limited to the condensed (liquid or liquid + solid) phases. We refer mainly
to aqueous media (W = H,0O), where the physicochemical knowledge is relatively extensive,
incomparably better than that for the system with non-aqueous, or mixed-solvent media [2-6],
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with amphiprotic co-solvents involved, which is also considered in this chapter. For such
media, the elemental f(E,)) or core f(core,)) balances written in terms of numbers of individual
entities containing the elements (E;) or cores (coreg), are formulated.

In aqueous electrolytic systems, different entities X;* exist as hydrated species, X;* - n;H,0;
n; = nyw = nH,O is the mean number of water (W = H,O) molecules attached to X;% (n; 20), z; is
a charge of this species, expressed in elementary charge units and e = F/N, (F = Faraday
constant, N4 = Avogadro number). For these species present in static or dynamic systems, we
apply the notation

Xi® (Nj, ;) 1)

where N; is the number of these entities (individual species). On this basis, the numbers of
particular elements in these species are calculated; for example, in the solution II (see below),
Nos molecules of FeSO4-7H,O contain 14 Ny4 atoms of H, 11 Ny4 atoms of O and Ny; atoms of
Fe; N ions of HSO, ''nsH,O (Nsns) in the set (2) of species specified below contain Ns(1 + 2ns)
atoms of H, N5(4 + ns) atoms of O and N5 atoms of S.

In further parts of this chapter, the terms linear combination and linear dependency/indepen-
dency of equations are introduced. These terms, well known from the elementary algebra
course, will be applied to elemental/core balances, as a system of algebraic equations. The
elemental balances f(H) for hydrogen (H) and f(O) for oxygen (O) and the linear combination
2-O)—f(H) are formulated and then combined with charge balance (ChB) and other elemental/
core balances f{Y,) for other elements (Y, = Eg) or cores (Y, = core,), Y, # H and O. This way,
the general properties of 2:(O)—f(H) in non-redox and redox systems are distinguished, see
Refs. [7-18] and earlier references cited therein.

The 2f(O)—f(H), charge balance and elemental/core balances will be expressed first in terms of
the numbers of particular entities. Next, the related balances will be presented in terms of
molar concentrations, to be fully compatible with expressions for equilibrium constants that
are also presented in terms of molar concentrations of the related species.

Static and dynamic systems are distinguished. A static system is obtained after disposable
mixing with the respective components. For illustrative purposes, we consider first four solu-
tions, as static non-redox systems, formed from the following components:

e (I) Np; molecules of KMnO,, Ny, molecules of CO, and N3 molecules of H,O in V; mL of
the resulting solution

e (II) Nogy molecules of FeSO4-7H,0, Nys molecules of H,SO,4, Nyg molecules of CO, and Ny
molecules of H,O in V, mL of the resulting solution

e (II) Nog molecules of H,C,04-2H,0, Nyg molecules of H,SO4, N9 molecules of CO, and
No11 molecules of H,O in V; mL of the resulting solution

e (IV) Npi» molecules of FeSO,7H,0, Ny;3 molecules of H,C,0,42H,0, Ny, molecules of
H,SO4, Ng15 molecules of CO, and Ny molecules of H,O in V, mL of the resulting
solution.
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The CO, in the respective solutions is primarily considered as one originated from ambient air,
on the step of preparation of these solutions.

From these static systems, we prepare later different dynamic systems: (I) = (II), (I) = (III) and
(I) = V), where (I) as titrant T is added into (II), (III) or (IV) as titrand D (T = D), and the D+ T
mixtures containing different species are formed.

To avoid a redundancy resulting from application of different subscripts within (N;, n;)
ascribed to the same species X;* - n;H,O in different solutions (I)-(IV), we apply the common
basis of the species from which the components will be selected to the respective balances. The
set of the species is as follows:

H,O(N;), H''(N2, np), OH (N3, n3), K™(Ny, ny), HSO4 (N5, ns), SOs2(Ne, ng),

H,C,04(N7, ny),and HC,O4 1 (Ns, ng), C2042(Ny, ng), HoCO3(Nyg, nyp),

HCO37!(N11, ni1), CO372(Ni2, ni2), MnO4 ' (N3, ni3), MnO4 (N1, mus), Mn"™> (N5, nys),

MnOH "*(Nyg, n16), MnC,04*! (Ny7, n17), Mn(C,04), ' (Nis, nis), Mn(C204); 3(Nyg, nyo),

Mn 2 (Nyp, ngo), MnOH ™' (N21, n1), MnSO4(Na, n22), MnCy04(Nas, np3), Mn(C,04), 2

(N4, 1g4), Fe™?(Nys, nys), FeOH ™ (Nyps, ngs) and FeSO4(Nyy, ny7)Fe(C204), 2 (Nas, mog),

Fe(C204);#(Na, Ma9), Fe™®(Ngo, ng), FeOH (N3, n31), Fe(OH),"! (Ngy, ng),

Fe,(OH), (N33, ns3), FeSO4™ (Nss, nas), Fe(SO4), '(N3ss, ngs), FeCoO4™1(N3g, nss),

Fe(C204)2’1(N37, nsy), Fe(CgO4)3’3(N3g, nzg), and FeC,04(N39, n3g), MnCy04(Nyp, 1)
(2)

2. A short note

Referring to pure algebra, let us consider the set of G + 1 algebraic equations: fg(x) = @g(X)—bg =0,
where g =0,1,...,G, x! = (X1,...,X1), transposed (T) vector x, composed of independent (scalar)
variables x; (i € <1, I>); a,;, by € R are independent (explicitly) on x. After multiplying the
equations by the numbers wg € R, and addition of the resulting equations, we get the linear

combination E;O wgfz(x) =0 Z;O Wg + Pg(X) = chzo wg - by of the basic equations.

Formation of linear combinations is applicable to check the linear dependence or indepen-
dence of the balances. A very useful/effective manner for checking/stating the linear depen-
dence of the balances is the transformation of an appropriate system of equations to the
identity 0 = 0 [2, 23]. For this purpose, we will try, in all instances, to obtain the simplest form
of the linear combination. To facilitate these operations, carried out by cancellation of the terms
on the left and right sides of equations after multiplying and changing sides of these equations,
we apply the equivalent forms of the starting equations fg(x) = 0:

fg(X) : g (x) —bg = 0 @ (x) = by &—f5(x) : =@, (x) = -bg &by = @, (x). (3)

In this notation, fy(x) will be essentially treated not as the algebraic expression on the left side
of the equation fg(x) = 0 but as an equation that can be expressed in alternative forms presented
above.
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3. Combination of elemental/core balances for non-redox systems

For the solution (I), we have the balances:
fi=fH):
2Nj 4+ Na(1 +2ny) 4+ N3z(1 4 2n3) + 2Nany + Nig(2 + 2n19) + Ni1 (1 + 2nyq)
+ 2Np2n35 + 2Nj3n33 = 2Ngs
f2 :f(O) :
N1 + Nong + N3z(1 4 ngz) + Nyng + Ny (3 +ni1g) + N11(3 + nir) + Ni2(3 + ni2)
+ Ni3(4 +ng3) = 4Nor + 2Np2 + Nog

fia=2-f(0) - f(H):
—Nj + N3 + 4Nyp + 5Ni1 + 6Ny + 8N13 = 8Ng1 + 4N

fo=ChB: N>—N3 + Ny — N3 — 2N1p-Nj3 =0
—f3=+(K): No1 = Ny

7f, = ~7f(Mn) : 7Not = 7Ni3

—4f . = —4f (CO3) : 4Np2 = 4Njp + 4Ny1 + 4Ny

fotfo—fs—7fs—45: 0=0

For the solution (II), we have the balances:
fi=fH):
2N1 + Nz(l + 21’12) + N3(1 + 2113) + N5(1 + 21’15) + 2N5H6 + N10(2 + 21110)
+ Ni1(1 4+ 2ny1) + 2N1on1p + 2Nasngs + Nog (1 + 2np6) 4+ 2Noyngy = 14Nos + 2Ngs + 2Ngy
fa=£(0):
Nj + Nong + N3(1 4+ n3) + N5(4 + ns) + Ne(4 + ng) + N1o(3 + n1o) + N11(3 4+ nyq)
+ Ni12(3 + ni2) + Nasngs + Nog (1 + ngg) + Nay(4 4 ngz) = 11Nos + 4Nos + 2Ngg + Noz

fo=2-f(O)—f(H):
—Nj 4+ N3 + 7N5 + 8Ng + 4Ny19 + 5N11 + 6N12 + Nog + 8N»7 = 8Nog + 6Ngs + 4Nog

fo=ChB: N; — N3 — N5 — 2Ng-Ng; — 2Ny5 + 2Nps + Ny = 0
—2f3 = —2f (Fe) : 2Nops4 = 2Nps5 + 2Nog + 2Ny7

—6f, = —6f(SO4) : 6Nos + 6Nos = 6N5 + 6Ng + 6Ny

—4f5 = —4f(CO;) : 4Nge = 4N7g + 4N71 + 4Ny,

fiotfo—2f3—6f;,—4fs5: 0=0

For the solution (IIT), we have the balances:
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fi=fH):

2N + Nz(l + 2112) + Ng(l + 21'13) + N5(1 + 2115) + 2Ngng + N7(2 + 21‘17) + Ng(l + 21‘13)

+ 2Nogng + N10(2 + 21’110) + Nn(l + 21‘111) + 2N1on12 = 6Npg + 2Ng9 + 2No11

f2=£(0):

N1 + Nonp + N3(1 + 1‘13) + N5(4 + n5) + N6(4 + D{,) + N7(4 + 1‘17) + Ng(4 + ng)

+ No(4 4+ n9) + N1o(3 +n19) + N11(3 + n11) + N12(3 + ni2) = 6Nog + 4Ngo + 2No1o + Noig
fin=2-f(O)—f(H):

—N>2 + N3 + 7Ns5 + 8Ng + 6N7 + 7Ng + 8Ng + 4N19 + 5N11 + 6N12 = 6Ngg + 6Ngg + 4No10

fOZChB: NZ_N3_N5_2N6_N8_2N9—N11—2N12:0

—6f5 = —6f(SOy) : 6Npy = 6N;5 + 6N;
—4f, = —4f (CO;) : 4Ng10 = 4Nyo + 4N1; + 4Npp
—6f5 = —6f(C204) : 6Nog = 6N + 6Ng + 6N

fio+fo—06f3 —4f,—6fs: 0=0

For the solution (IV), we have the balances:

fi=fH):

2N + Nz(l + 21’12) + N3(1 + 21’13) + N5(1 + 21’15) + 2Ngng + N7(2 + 21’17) + Ng(l + 21’18)

+ 2Ngng + N1g(2 + 2n19) + Ny1(1 + 2n171) + 2Nyan1n + 2Nosngs + Nog (1 + 2ng6) + 2Naynyy
+ 2Npgnpg + 2Naonyg 4 2N3gnzg = 14Ng12 4+ 6Noi3 + 2No14 + 2Noie
fa=f(0):

N; + Nony + N3(1 + n3) + N5(4 + Il5) -+ N6(4 + 1’16) + N7(4 + n7) + N8(4 + ng) + N9(4 + n9)
+ Nio(3 +1n10) + N11(3 +1n11) + N12(3 4+ n12) + Nosngs + Nog(1 + npg) + Nz (4 + nyy)
+ N28(8 + 1‘128) + N29(12 + 1’129) + N39(4 + n39) = 11N012 + 6N013 + 4N014 + 2N015 + N016
fia=2-f(O)—f(H):

—Nj + N3 + 7Ns5 + 8Ng + 6N7 + 7Ng + 8Ng + 4N + 5N11 + 6N12 + Nog + 8Ny + 16Nog
+24N39 4 8N39 = 8Np12 + 6Noi13 + 6Nois + 4No1s

fo=ChB:

N2-N3-N5-2Ng—Ng—2Ng—N11-2N12 4 2Nag + N27—2N29—4N3p = 0

—6f; = —6f(SO4) : 6No12 + 6Np14 = 6N5 + 6Ng + 6Nog

—4f, = —4f(CO;) : 4No15 = 4Nqo + 4Nq1 + 4Np,

—6f 5 = —6f(C,04) : 6No13 = 6N + 6Ng + 6Ng + 12Nag + 18N + 6N3o
—2f ¢ = -2f(Fe) : 2No12 = 2Nys + 2Ngs + 2Ny + 2Njg + 2Nag + 2N

fio+foof 3 —4f,~6f5s —2f¢: 0=0
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Summarizing, for all the solutions (I)-(IV), we obtain the identities 0 = 0:

(Df 12 + oS3 7fs4fs = 0 (IDfy, + fo=2f5 — 6fy —4f5 = 0; (LD)fy, + f=6f 3-4f, — 65 =0
(IV)f1, +fo — 6f34f, — 6f 5 — 2, =0
(4)

All the solutions are non-redox systems. Except protonation/hydrolytic effects in (I)~(IV), the
complexation and precipitation occur in (II) and (IV); the precipitation of FeC,0,4 does not
occur there at sufficiently high concentrations of H,SO,.

The solutions can be mixed according to titrimetric mode. In particular, we refer to the D + T
systems obtained in the titrations T = D indicated above, namely (I) = (II), (I) = (IlI) and (I) =
(IV). According to the notation applied elsewhere, for example, in Refs. [19-23], Vo mL of D is
titrated with volume V mL of T, added up to a given point of the titration, and the D + T mixture
with volume V + V mL is formed at this point if the assumption of the volume additivity is valid.

We assume V; =V, CV =10%Ny;/Na (Na: Avogadro’s number) and V, =V, and CyVj = 10> Noa/
N for (I) = (II); V3 = Vo and CyV = 10*Nyg/N 4 for (I) = (III); V4= Vg and Co; V= 10>Ny;3/Na
and Cy,V = 10%Ng12/N 4 for (I) = (IV). Concentrations of the species X;* - njH,O in the related
systems are defined by relation [X;%](Vy + V) = N; /N4, where [X;%] is the molar concentration
of Xi* - njH,O for i > 2. The progress of the titration in (I) = (II) and (I) = (III) can be defined
by the fraction titrated [24—29] value

_Cv

® = Ve 5)

whereas V will be taken as a parameter varied on abscissa in the graphical presentation of the
system (I) = (IV).

4. Formulation of dynamic redox systems

The D and T, formed out of particular components, are considered as subsystems of the D + T
system thus obtained. The titration is considered as a quasistatic process carried out under
isothermal conditions and perceived both from physicochemical and analytical viewpoints.

Let us consider four starting solutions composed of:

¢ Ny molecules of KMnQO,4, Ny, molecules of CO, and Nyz molecules of H,O in V; mL of the
resulting solution

e Ny molecules of FeSO47H,0, Nys molecules of H,SO,, Nyg molecules of CO, and Ny,
molecules of H,O in V, mL of the resulting solution

e Nyg molecules of H,C,0,4-2H,0O, N9 molecules of H,SO,4, Ny molecules of CO, and Ny
molecules of H,O in V3 mL of the resulting solution
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* Ny molecules of FeSO4-7H,0, Ny;3 molecules of H,C,04°2H,0, Ny14 molecules of H,SOy,
No15 molecules of CO, and Ny;4 molecules of H,O in V, mL of the resulting solution

We start our considerations from the most complex dynamic system (I) = (IV), where V mL
KMnO, (C) + CO; (Cy) is added into Vo mL FeSO, (Cp1) + HyCo04 (Cop) + HoSO4 (Cosz) + CO;
(Co4) at the defined point of the titration. The less complex dynamic systems (I) = (II) and (I) =
(III) will be considered later as a particular case of the system (I) = (IV).

4.1. Formulation of GEB for the system (I) = (IV)

Referring to the set of species in Eq. (2), we apply a; =1 if prl = FeC,;04 is the equilibrium solid
phase (precipitate) in the system, and a, = 1 if pr2 = MnC,0, is the equilibrium solid phase in
the system; otherwise, we have a; = 0 and/or a; = 0. The elemental/core balances and ChB,
formulated on the basis of the set of the species Eq. (2), are as follows:

fi=fH):

2N1 + Na(1 + 2np) + N3(1 + 2n3) + 2Nyng + Ns(1 + 2ns) + 2Nene + N7(2 + 2ny)

+ Ng(1 + 2ng) 4+ 2Ngng + Nig(2 + 2n39) + N1 (1 + 2n11) + 2Nypn32 + 2Nyzngs

+ 2Ny4nyg + 2Ng5n15 + Nig(1 + 2ng6) + 2Ng7ng7 + 2Nignyg + 2Ngongg + 2Nongo

+ Na1 (1 + 2ng1) + 2Napngy + 2Nosnps + 2Nagngg + 2Nosnps + Nog (1 + 2n6) + 2Np7nyy
+ 2Nagnpg + 2Nagnog + 2N3ongp + Nap (1 4 2n31) + N3 (2 + 2n3;) + N3z (2 + 2ng33)

+ 2Naanzs + 2N3snss + 2Naense + 2Naznsy + 2Nagnss + 2a1 Naonag + 2a;Nagnag

= 2Nz + 14Np12 + 6No13 + 2No14 + 2Noie

f»=f0):

Nj 4+ Nanp + N3(1 4+ n3) + Nang + N5 (4 + ns) + Ng(4 4+ ng) + N7(4 + ny) + Ng(4 + ng)

+ No(4 +n9) + Nio(3 +n19) + N11(3 +n11) + N12(3 + n12) + Niz(4 +ng3) + Nig(4 4 nyy)
+ Nisngs + Nig(1 +ni16) + Ni7(4 +n17) + Nig(8 +nig) + Nig(12 + niyg) + Nagngo

+ Na1 (1 +n21) + Noz(4 +n2) + Nos(4 +n23) + Noa(8 +nog) + Nosngs + Nog(1 + noe)

+ Na27(4 4 ng7) + Nag(8 + nog) + Nag(12 + nyg) 4 N3onzo 4 N31 (1 4 nz;) + N3z (2 + n3p)

+ N33(2 4 n33) + N3g(4 +nz4) + Nas(8 + ng5) + Nazg (4 +nge) + N37(8 +naz)

+ N3g(12 +ngg) + a1N3zg(4 + nag) + aNyo(4 + ngo) = 4Noy + 2Ng2 + Nos

+ 11No12 + 6No1z + 4No14 + 2No15 + Noze

fi12=2-f(O)-f(H)

—Nj 4+ N3 + 7N5 + 8Ng + 6N7 + 7Ng + 8Ng + 4N1g + 5Ny1 + 6Nqp + 8Ny3 + 8N4 + Nig
+ 8Ny17 + 16N1g + 24N19Na1 + 8NN3y + 8No3 + 16N24 + Nag + 8Na7 + 16N2s + 24Np9 + N3;
+ 2N3, + 2N33 + 8N34 + 16N35 + 8N3e + 16N37 + 24N35 + 8a1N39 + 8a;Nyg = 8Nyy + 4Npp
+ 8No12 + 6No13 + 6No14 + 4No1s

(6)
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f, = ChB
N3-Nj + Ng—N5-2Ng—Ng-2N9g—N11-2N1-N13-2N14 + 3N15 + 2N36 + N17-N1g — 3Nig
+ 2N2 + N21-2N24 + 2Na5 + Nag—2N2s—4Na9 + 3N30 + 2N31 + N3z + 4N33 + Nag
— N35 + N3g—N37-3N3s = 0
7)
3 =f(K): No1 = Ny (8)

—6f, = —6f(S) = —-6f(S04) : 6Np12 + 6Ng14 = 6N5 + 6Ng + 6N + 6Ny + 6N34 + 12N3z5  (9)
—4f 5= —4f (OF
4Np2 + 8Np13 + 4No15 = 8N7 + 8Ng + 8Ny + 4N3g + 4Nj1 + 4N12 4+ 8N1y + 16N35 + 24Nj9
+8Np3 + 16Np4 + 16Nog + 24Nog + 8N36 + 16N37 + 24N35 + 8a1N39 + 8ayNyg
(10)
_3f, = -3f (Fe) :
3No12 = 3N25 + 3Nz + 3Na7 + 3Nos + 3N2g + 3N3g + 3N3y + 3Nz + 6N33 + 3Nz (11)
+ 3N35 + 3N36 + 3N37 + 3N3g + 3a1N3g
- 2f, = 2f(Mn):
2Np1 = 2Ni3 + 2N14 + 2Nj5 + 2N16 + 2N17 + 2N1g + 2N19 + 2Npg + 2N»o1 + 2Ny (12)
+ 2No3 + 2Ny + 2a,Nyg
fra+foofs—6fs=4f5-3f ¢ — 2f :
5Ni3 + 4N14 + N5 + Nig + No12 + 2No13 = 5No1 + 2N7 + 2Ng + 2Ng + Nj7 + 3Nyg

+ 5N19 + 2Np3 + 4Np4 + Nos + Nog + Noyz 4+ 5Nog + 7Nog 4+ 2Nsg + 4N3y
4+ 6N3g + 3a1N39 + 2a,Nyg

(13)

5[MnO; '] + 4[MnO;, ] + Mn "] + [MnOH "] — (2([H,C,0; '] + [HC,0, '] + [C0,?))
+ [MnC,0;1] + 3Mn(C,04); '] + 5[Mn(C,04);°] 4 2[MnC,04] + 4Mn(C,04),°] + [Fe™?]
+ [FeOH ] + [FeSOy4] + 5[Fe(C,04), ] + 7[Fe(C,04)3*] + 2[FeC,O; ] + 4[Fe(C,04), ']
+ 6[Fe(C,04)5°] + 3a1 [FeC,04] + 2a,[MnC,04]) = 5CV/ (Vo + V)
— (Co1 4 2C02)Vo/ (Vo + V) =
2([HaCa04] + [HC,0; '] + [C,0;?) + [MnC0; 1] + 3]Mn(C,04), '] + 5[Mn(C,04); ]
+ 2[MnC,04] + 4[Mn(C,04);°] + [Fe*?] + [FeOH ] + [FeSOy] + 5[Fe(C,04), ]
+ 7[Fe(C,04)3"] + 2[FeC20; ] + 4[Fe(C,04), "] + 6[Fe(C,04)5°] + 3a1[FeC,04]
+ 2a,[MnC,04]-(5[MnO; '] 4 4[MnO; %] + [Mn*?®] 4+ [MnOH?])
= ((Co1 + 2Co2)Vo-5CV) / (Vo + V)
(14)
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Eq. (14) is the shortest/simplest form of GEB for the related system; it is, of course, different
from the identity 0 = 0. On the basis of Eq. (14), one can also formulate the GEB for the system
(D) = (I0):

(KMl’lO4 (C) + COz(C] ), V) = (FeSO4 (C01) + H2SO4(CO3) + CO, (Co4), Vo) (15)
and for the system (I) = (III):

(KMI’IO4 (C) + COZ(C‘[ ), V) = (H2C204 (COZ) + HzSO4(CO3) + CO, (C04), Vo) (16)

Assuming Cg, = 0, after omission of the related species involved with oxalates, from Eq. (14),
we have the GEB valid for the system (I) = (II):

[Fe™?] 4 [FeOH ] 4 [FeSO4]-(5[MnO;, "] + 4MnO,?] + [Mn*®] + [MnOH ")) a7)
= (Co1Vo-5CV) (Vg + V)

Assuming Cpy; = 0, after omission of the related Fe-species, from Eq. (14), we have the GEB
valid for the system (I) = (III)

2([H,0,04] + [HC,0; '] + [C20;]) + MnC,0; '] + 3[Mn(C,04); '] + 5[Mn(C,04);°]
+ 2[MnC,04] + 4[Mn(C,04), %] + 2a,[MnC,04]~(5MnO; '] + 4MnO; ?] 4 [Mn*] (18)
+ [MnOH ™) = (2C,Vo-5CV) (Vo + V)

On the other hand, Egs. (17) and (18) are the simplest/shortest linear combinations for the
related subsystems of the system (I) = (IV); both are also different from the identity, of course.
For comparison, the linear combination fi, + fo — f5 — 6fs — 4f5 — 2f¢ — 2f; = 0, that is where —2f; is
put for —3f;, gives a more extended equation, where more components are involved. Anyway,
we get here the equation, not the identity 0 = 0. It must be stressed that none of the linear
combinations of these equations gives the identity. This is the general property of all redox
systems, of any degree of complexity.

5. Confirmation of linear dependency of balances for non-redox systems

It can be stated that 2f(O)—f(H) is a linear combination of charge and elemental/core balances
for non-redox systems of any degree of complexity; this means that 2(O)—f(H) is not a new,
independent balance in non-redox systems. From Eq. (4), we see that for non-redox systems, f,
can be expressed as the linear combination of other balances of the system considered:

Of o =f3+7f4 + 450 (IDf1, = 2f5 + 6f, + 4f 5o
(IDf, = 6f 3 +4f, +6f5 —fo;  (IV)f1o = 6f5 +4f, +6f5 + 2f o,

(19)
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Eq. (4) can be also rewritten into equivalent forms:

Do (FOf 4+ (2) fo + (FD)f 3 + (+7)fy + (+4) f5f =0
ID(+1) - f1+(2) fo+ (+2) - f3 4+ (+6) - f4 + (+4) - f5-f =0
I(+1)-f1+(=2) f, +2(+3) - f3+ (+4) - f4 + (+6) - f5~f, =0

(
(IV)(HL) - f1 + (2) - fo + ($2) - fo +2(43) - f5 + (+4) - f4 + (+6) - f5 = f =0

As we see, the coefficient at the corresponding elemental/core balance in the related sum is
equal to the oxidation number of the corresponding element. The linear dependence will be
thus ascertained by multiplying the elemental/core balances by the appropriate oxidation
numbers. After consecutive addition of the resulting balances to the sum of 2f(O)—f(H) and
charge balance, followed by simplifications, the resulting sum is reduced to the identity 0 = 0.
It is the simplest way of checking the linear dependency of the equations related to non-redox
systems.

For redox systems, the appropriate linear combination of 2(O)—f(H) with charge balance and
elemental/core balances related to electron-non-active elements in the system in question leads
to the simplest form of GEB named as generalized electron balance (GEB). It means that the
GEB is a new balance, complementary/compatible with other (charge and elemental/core)
balances related to the system in question.

6. Confirmation of linear independency of balances for redox systems

Applying a similar procedure, one can also state that 2(O)—f(H) is not a linear combination of
charge and elemental/core balances for redox systems of any degree of complexity; it means
that 2f(O)—f(H) is a new/independent balance in redox systems.

The independency/dependency property of the balance 2(O)—f(H) is the basis for the division
of electrolytic systems into redox and non-redox systems [8, 9]. This rule is illustrated by the
following examples, related to static and dynamic systems.

7. Confirmation of equivalency of approaches I and II to GEB for the
system (I) = (IV)

We apply now the linear combination (algebraic sum) of Egs. (6-9) for ChB and elemental/core
balances, involving electron-non-active elements: H, O, K and S, perceived in terms of the
Approach I to GEB as ‘fans’, we have:
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fro +fofs6fs:
6N7 + 6Ng + 6Ny + 4N1p + 4N11 + 4N12 + 7Njy3 + 6N14 + 3Ny15 + 3N16 + IN17 + 15N73
+ 21N39 + 2Nag + 2N2q + 2N32 + 8N + 14Np4 + 2Nas5 + 2Nog + 2N27 + 14Nog + 20N
+ 3N30 + 3N31 + 3N3p + 6N33 + 3N34 + 3N35 + IN36 + 15N37 + 21N3g + 8a1N3z9 + 8axNyp
= 7N + 6Nz + 4(Noz2 + Nois) = 6(Ny + Ng + Nog) +4(Nyp + N1 + Ni2) + 7Niz + 6Ny
+ 3Nis5 + 3Nig + 9IN17 + 15N1g + 21N1g + 2(Nog + Nog + Naz) + 8Nos + 14Npqy
+ 2(Na2s 4+ Nog + Na7) 4+ 14Npg + 20N39 + 3(N30 4+ N31 4+ N32 4 2N33 4 Nag + N3s)
+ 9N36 + 15N37 + 21N35 + 8a1N39 + 8a2Nasp = 7No1 + 6Np1z + 4(Noz2 + Nois)
(21)

Denoting by Z¢ (= 6), Zg. (= 26) and Zy, (= 25), the atomic numbers for electron-active
elements (‘players’) C, Fe and Mn, from Egs. (10)—~(12) and (21), we have, by turns,

Zc 'f5 + Zge 'f6 + Zvm 'f7_(flz +fo_f3_6f4)

(2Zc-6)(N7 4+ Ng + No) + (Zc—4)(N1o + N11 + N12) + (Zvn—7)N13 4+ (Zyin—6)N1g

+ (Zmn=3)(N15 + N1g) + N17(Znin + 2Z¢-9) + Nig(Zmn + 4Zc — 15) + Nio(Zyn + 6Zc-21)

+ (Zmn — 2)(Naoo + Nt + N2o) + Nos(Zvin + 2Zc — 8) + Nog(Znin + 4Zc — 14) + (Zpe — 2)(N2s
+ Nag + No7)(Zre +4Zc — 12)Nog + (Zge + 6Zc — 20)Nag + (Zre—3)(N3o + N31 4 N3z)

+ Z(Zpe — 3)N33 + (ZFe — 3) (N34 + N35)(ZF9 +27Z¢c — 9)N36 + (ZFe +47Zc — 15)N37

+ (Zpe + 6Zc — 21)N3g + a1(Zpe + 2Z¢ — 8)N3g + a2(Zmn + 2Zc-8)Nyo = (Zvn — 7)Non

+ (Zpe — 2)No12 +2(Zc — 3)Noiz + (Zc — 4)(No2 + Nois)

2(Zc —3)(N7 + Ng + No) + (Zc —4)(N1o + N11 + N12) + (Zvin — 7)Niz + (Znvn — 6)Nig
+(ZMn — 3)(N15 + N16) + N17(ZMn +27Zc — 9) + NlS(ZMn +47Zc — 15) + N19(ZMn + 6Zc — 21)
+(Znvin —2)(Nao + Na1 + N2o) + Noz(Zvin +2Zc — 8) + Nog(Znin +4Zc — 14) + (Zre — 2)(Nps
+Nog + N27)(ZF9 +4Zc — 12)N28 + (ZFe +6Zc — 20)N29 + (ZFe_3) (N30 + Nj31 + N32)

+ 2(Zpe — 3)Na3 + (Zre — 3)(N34 + N35)(Zge + 2Zc — 9)N3g + (Zge + 4Zc — 15)N3y

+ (ZFe + 6Zc — 21)N38 + a; (ZFe +27Z¢c — 8)N39 + az(ZMn + ZZC—S)N40

= (Zynin — 7)Not + (Zre — 2)No12 + 2(Zc-3)Noz + (Zc — 4)(No2 + Nois)

2(Zc - 3)([HyC04] + [HG0; '] + [C:0,%)) + (Ze — 4)([HaCOs] + [HCO; '] + [CO5 %))
+ (Zpe-2)([Fe™?] + [FeOH™] + [FeSO4)) + (Zge — 3)([Fe*®] + [FeOH ] + [Fe(OH); "]
+ 2[Fe;(OH); '] + [FeSO; ] + [Fe(SO,), ")) + (Zun — 7)(IMnO; '] + (Zam — 6)[MnO; %]
+ (Zyin=3) (Mn™?] + [MnOH*?]) + (Zytn — 2)(IMn*?] 4 [MnOH '] + [MnSO,))

+ (Zre — 2+ 4(Zc — 3))[Fe(C,04), %] + (Zre — 2 + 6(Zc — 3))[Fe(C,04)5 "]

+ a1(Zre — 2 4 2(Zc — 3))[FeC204] + (Zre — 3 + 2(Zc — 3))[FeC,0;]

+ (Zge — 3 + 4(Zc — 3))[Fe(C,04), — 1] + (Zge — 3 + 6(Zc — 3))[Fe(C,04)5]

+ (Zgn — 2 4 2(Zc — 3))[MnC204] + (Zain — 2 + 4(Zc — 3))Mn(C,04), 7]

+ (Zwin — 34 2(Zc = 3))MnCo0} '] + (Zwin — 3+ 4(Zc — 3))Mn(C,04); ']

+ (Zin — 34 6(Zc — 3))Mn(C,04)5°] + a2(Znin—2 + 2(Zc — 3))[MnC,04]
=2(Zc = 3)Co1Vo/(Vo + V) + (Zre — 2)Co2Vo/ (Vo + V) + (Znn — 7)CV/(Vo + V)

(22)
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Eq. (22) is obtainable immediately according to the Approach I to GEB [19-22]. Note, for
example, that:

Ni7(Zyvn +2Zc —9) = Ni7(Zym — 3 +1°2 - (Zc - 3))
Nis(Znm +4Z¢ — 15) = Nig(Zyin — 3 +2°2 - (Z¢ — 3))
Nio(Zym + 6Zc —21) = Nyo(Zyin — 3+ 3°2 - (Z¢c — 3)

The equation for GEB thus obtained (according to the Approach II to GEB [1, 4, 7-18, 24, 25]) is
then equivalent to GEB, obtained according to the Approach I to GEB, based on the principle
of the common pool of electrons introduced by electron-active elements (‘players’) of the
system in question. For redox systems, the GEB is the inherent part of the generalized
approach to electrolytic systems (GATES) [1], denoted as GATES/GEB.

8. Some generalizing remarks on GEB

The linear combination 2f(O)—f(H) of elemental balances, f(H) for H and f{O) for O, is a
keystone of the overall thermodynamic knowledge on electrolytic systems. The 2f(O) —f(H)
can be formulated both for non-redox and redox systems, with amphiprotic (co)solvent(s)
involved. It is the basis for the Generalized Electron Balance (GEB) formulated according to
the Approach II to GEB.

The principle of GEB formulation was presented for the first time in Refs. [30, 31] and then in
Refs. [19-22, 31-36] as the Approach I to GEB. The GEB formulation according to the
Approach I is based on the ‘card game” principle, with a common pool of electrons as money,
electron-active elements as players and electron-non-active elements as fans—not changing
their oxidation degree, that is the fans’ accounts are intact in this convention [13, 23], see an
illustration below. Electrons are considered as money, transferred between players; the knowl-
edge of oxidation numbers of all elements in the system in question is needed there.

The Approach I to GEB, named also as the ‘short’ version of GEB, needs a knowledge of
oxidation numbers for all elements in the species participating in the system that is considered.
The equivalency of the Approaches I and II means that the equation obtained by a suitable
linear combination of pr-GEB with charge balance and other elemental/core balances becomes
identical with the one obtained directly from the Approach I to GEB.

Although derivation of GEB according to the Approach II is more extensive/laborious, it
enables to formulate this balance without prior knowledge of oxidation numbers for the
elements involved in the system. It is the paramount advantage of the Approach II to GEB,
particularly when applied to more complex organic species, with radicals and ion-radicals
involved. Moreover, within the Approaches I and II, the roles of oxidants and reducers are
not ascribed a priori to particular components forming the redox system and the species
formed in this system.

Ultimately, GEB, charge and elemental/core balances are expressed in terms of molar concen-
trations—to be fully compatible with expressions for equilibrium constants, interrelating
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molar concentrations of defined species on the basis of the mass action law applied to the
correctly written reaction equation. The law of mass action is the one and only chemical law
applied in GATES.

GEB is perceived as the law of matter conservation, as the general law of nature related to
electrolytic (aqueous, non-aqueous or mixed-solvent media) redox systems and as a synthe-
sis of physical and chemical laws [1, 14, 15, 23, 24, 27]. This law can also be extended on the
systems with mixed (e.g., binary) solvents with amphiprotic (protophilic and protogenic)
and aprotic properties. GEB is a rather unexpected consequence of the concentration bal-
ances for H and O, and therefore the formulation of GEB, especially as the Approach II to
GEB, is regarded as the scientific discovery and not as a confirmation of the obvious fact
arising from other, fundamental laws of nature. This fact is emphasized in this chapter in the
context of philosophical understanding of the scientific discoveries in the aspect of the laws
of nature.

The GEB, together with charge and concentration/core balances and a set of independent
equilibrium constants, provides a complete set of equations used for a thermodynamic
description of a redox system taken for quantitative considerations within GATES/GEB €
GATES.

The roles of oxidants and reductants are not ascribed a priori to particular components
forming the redox system and to the species formed in this system. In other words, full
‘democracy’ is established a priori within GATES/GEB.

The Approach II to GEB shows that the equivalent equations for GEB are derived from the
common root of the elements conservation and then GEB is fully compatible with charge and
concentration balances like ‘the lotus flower, lotus leaf and lotus seed come from the same root’
[13]. This compatibility is directly visible from the viewpoint of the Approach II to GEB. The
GEB, based on a reliable law of the matter conservation, is equally robust as equations for
charge and concentration balances. The complementarity of the GEB (Approaches I and II) to
other balances is regarded as the expression of harmony of nature, and GATES/GEB is an
example of excellent epistemological paradigm [27].

The number of electron-active elements (considered as players, in terms of Approach I to GEB)
in a redox system, considered according to GATES/GEB principles, is practically unlimited;
among others, the systems with three [24] or four [1] players were considered.

In the modeling of real systems, it is assumed that an effect of the matter (such as H,O, CO,
and O,) exchange with the environment is negligibly small within the period designed for
certain chemical operations made on the system.

9. Completion of balances

The set of balances for the system (I) = (IV) is composed of GEB (e.g., 14 or 22) and equations
obtained from the balances (7)-(12) are expressed in terms of molar concentrations, namely:
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[H™']-[OH™'] + [K*'] - [HSO} ']-2[S0; *]-[HC, 0} '] - 2[C, 0, -[HCO; ']- 2[CO;*] — [MnO; ']
~2[MnO;?] + 3[Mn™*?] 4+ 2[MnOH 2] 4+ MnC,0; '] - [Mn(C,04); '] -3[Mn(C,04)5°] + 2[Mn*?]
+ [MnOH™]-2[Mn(C,04), ] + 2[Fe™?] + [FeOH ] - 2[Fe(C,04), *|-4[Fe(C,04)5 ] + 3[Fe™]
+ 2[FeOH "] + [Fe(OH); '] + 4[Fe;(OH);*] + [FeSO;"] - [Fe(SO,), '] + [FeC,0;™]
~[Fe(C,04), '] - 3[Fe(C,04);°] = 0

(23)
K™ =CV/(Vo +V) (24)
CB(S) :
[HSO, '] + [SO;?] + [MnSOy] + [FeSOy4] + [FeSO; '] + 2[Fe(SO,), '] = (Co1 + Co3)Vo/ (Vo + V)
(25)
CB(C) :
2([H2C204] + [HCZO471] + [C20472D + [H2C03] + [HCO371] + [CO:J,*Z]
+2[MDCZO4] + 4[Mn(CZO4)2_2} + 4[F6(C204)2_2] + 6[Fe(CZO4)3_4] + 2[F8C204+1] (26)
+4[FE(C2O4)2_1} + 6[Fe(CZO4)3‘3] + 2a1 [FeC204] + 2a [MIIC204]
= ((2Co2 + Coy)Vo + C1V)/(Vo + V)
CB(Fe) :

[Fe'?] + [FeOH ] 4 [FeSO,] + [Fe(c,0,» 2] + [Felc,0,5 ] + [Fe'®] + [FeOH 7] 2
Pl ] + 2[Fes(opyy™] + [FeSO4] + [Felsoy ] + [FeC204) + [Fe(C:00)27] 27
+[FQ(C204)373] + ax [FEC2O4] = C01V0/(V0 + V)

CB(Mn) :

[MnO, 1] + [MnO, 2] + [Mn*?] + [MnOH*?] 4 [MnC,04"1] + [Mn(C,04)2"1] 28)

+Mn(C204)37%] + [Mn*?] + [MnOH™] + [MnSO4] + [MnC,04] + [Mn(C,04)22]
+a» [MnC204] = CV/(VO + V)

The balances can be specified as equations or equalities. The equality is represented here by
relation (24), where only one species is involved. In Egs. (23) and (25)—(28), we have concentra-
tions of more species, interrelated in expressions for equilibrium constants, formulated on the
basis of the proper stoichiometric reaction notations. As with above results, we have seven
balances: six equations and one equality for the system (I) = (IV); the equality (24) can enter
immediately the charge balance (23). The current volume V of titrant T added is a parameter
(steering variable) in these balances.

10. The arrangement of relations for equilibrium constants

The balances written in terms of molar concentrations are congruent with a complete set of
independent (non-contradictory [9, 16]) relations for the equilibrium constants, interrelating
concentrations of some species in the balances.
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The complete set of equilibrium constants, namely ionic product of water, dissociation con-
stants, standard potentials, stability constants of complexes and interrelated concentrations of
the species (except K™) is presented in Eq. (2).

{L}HM)OH "] = 107 {2}[HSO, '] = 10" [H™][SO4 %) {3}[H2C204] = 10°2[HM][C,04 77 ;
{4}[HC,0,7'] = 10*3[H][C,04 2] ;

{5)[H,CO3] = 10'4[H1*[CO572); {6} [HCO; 1] = 10" [H*1][CO572); {7}[H,COs]
= [HyC,0,0°°10AE+0-39)+pH,

{8}[Mn0471] — [Mn+2] . 105A(E714507)+8pH; {9}[MHO472] — [Mn+2] . 104A(E71.743)+8pH; {10}[Mn+3]
— [Mn+2] . 10A<1.509);

[11][Fe*3] = [Fe*?] - 10AE-077D, 112} [FeOH™] = 10*5[Fe*?][OH '] ; {13}[FeSOy]
= 10**[Fe*?)[SO4 7] ;

{14}[Fe(C,04)272] = 10*52[Fe*?][C,042]% {15}[Fe(C204)3 4] = 10°2[Fe?|[C,042?;
{16}[FeOH | = 10" °[Fe*3)[OH'] ;

(17)[Fe( oy 1] = 1027 [Fe )0 2, (18} [Fes (o0 ™4] = 1021 P[0 2, (19)[FeSO, 1]

_ 104418 [Fe+3][SO4_2} :

{20}[Fe(g, ), '] = 1074 [Fe*?][SO4 2% {21}[FeCo04 "] = 107 [Fe ][04 %); {22}[Fe(C204)27']
_ 1013.64 [Fe+3] [C204_2]2,'

{23}[Fe(C,04)37%] = 10840 [Fe*®][C,0,42)%; {24}[MnOH '] = 10*4[Mn*2][OH]; {25}[MnSO,]

{26}[MnC,04] = 10>%2[Mn*?][C,0,72]; (27}[Mn(C,04)272] = 10°%[Mn*?][C,0, %)%
{28}[MnOH "] = 10'*?[Mn*3][OH ] ;

{29)[MnC,0, ] = 1078 [Mn*2][C,04 2] ; {30}[Mn(C,04)27 1] = 10" [Mn*?)[C,0, %)%
{31}[Mn(C,04)37%]

{32}[Fe™?)[C20473] = 10~%7for prl = FeC,04 and }7B33 }7D[Mn"?][C,0, 7]
=10">3for pr2 = MnC,0,4

11. Relation between the numbers of species, balances and equilibrium
constants

For any electrolytic system, one can define the relationship between the numbers of (i) kinds of
species (P) (with free H,O molecules included), (ii) independent balances (QQ) and (iii) indepen-
dent equilibrium constant (R) values.
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We refer first to non-redox systems discussed in Section 3, and we have:
o for the system I: P=8, Q=4 (from f;, f3, f4, fs) and R=3 ({1,5,6})
* for the system II: P=11, Q =4 (from f, f3, f4, fs) and R=6 ({1,2,5,6,12,13})
o for the system III: P=11, Q =4 (from fy, f3, f4, fs) and R=6 ({1-6})
¢ for the system IV: P=17, Q =5 (from fy, f3, f4, f5, fe) and R =11 ({1—6,12-15,32})
Referring now to the redox systems, we have:

e for the system (I) = (II): P =25, Q =7 (GEB,ChB,CB(K),CB(COs),CB(S),CB(Fe), CB(Mn)) and
R=18 ({1,2,3,4,5,6,12,13,14,15,32})

e for the system (I) = (III): P = 25, Q = 6 (GEB,ChB,CB(K),CB(C),CB(S),CB(Mn)) and R = 19
({1-10,24-31,33})

¢ for the system (I) = (IV): P = 40 (collected in 2), Q = 7 (GEB,ChB,CB(K),CB(C),CB(S),CB
(Fe),CB(Mn)) and R = 33 (collected in 29)

On this basis, one can state the relationships:
e P=Q+R+1—fornon-redox systems;
* P=Q+R—forredox systems.

To standardize this relationship, it is (informally) assumed that the electron is one of the
species in the redox systems. In this way, the number of species is increased by 1, and we can
suggest the relationship

P=Q+R+1 (30)

as common for both redox and non-redox electrolytic systems, regardless of their degree of
complexity. The relation (30), applicable in resolution of electrolytic systems, was first
presented in Ref. [37]; it can be perceived as a useful counterpart of the Gibbs' phase rule (of a
similar ‘degree of complexity’) in this area of the knowledge.

It should be noted that the total number, P =40, of kinds of species involved in the system (I) =
(IV) is relatively high.

12. The steps realized within GATES/GEB

Modeling the electrolytic systems according to GATES/GEB consists of several interacting
steps [1]: (1) collection of preliminary data; (2) preparation of computer programs; (3) calculations
and data handling and (4) knowledge gaining; all the steps are indicated in Figure 1.

12.1. Collection of preliminary data

The necessary physicochemical knowledge is mainly attainable in tables of physicochemical
data, exemplified by monographs [38—40]. It should be noted that the period of interest in this
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Figure 1. The steps of modeling any electrolytic system [1].

field of research is currently the past. On the other hand, the physicochemical constants originate
from works released over several decades, which are clearly seen in Ref. [40], where the relevant
information is included. The point is that these physicochemical constants were determined
using models that had been adapted to current computing capabilities, especially in the pre-
computer era; these calculations were based (exclusively, in principle) on the reaction stoichiom-
etry. For example, the solubility products were determined on the basis of molar solubility, see
for example, the remark in Refs. [41, 42], without checking whether the precipitate is the
equilibrium solid phase in the system [43-48]. Acid dissociation constants were mainly deter-
mined on the basis of the Ostwald’s formula (see e.g., [49, 50]). Conditional (“formal’, not normal)
potentials were determined for many redox pairs [51]. In the computer era, some new models
resolved with use of iterative methods were elaborated. The assumptions and implementation of
these models in relevant experimental studies aroused a number of concerns expressed, among
others, in Refs. [52, 53]. Despite these circumstances, GATES and GATES/GEB, in particular,
provides a new and reliable tool, applicable for physicochemical knowledge gaining. Thanks to
this tool, it will be possible, in the immediate future, for a renaissance of interest in this—so
important, after alll —field of fundamental research, which cannot be creatively developed on the
basis of the previous "paradigm' [27] based on the stoichiometry concept.

12.2. Preparation of computer program

Modeling of electrolytic systems can be realized with the use of iterative computer programs,
for example MATLAB, perceived as a universal and high-level programming language [54, 55].
From the viewpoint of the form of mathematical models, MATLAB is focused on the matrix
algebra procedure. MATLAB allows to make a quick and accurate computation and visualiza-
tion of numerical data.
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The iterative computer programs, written in MATLAB language, are exemplified in Refs.
[11, 12, 16].

12.3. Calculations and data handling

The calculations can be made at different levels of the preliminary, physicochemical knowl-
edge about the system in question. What is more, some ‘variations on the subject’ can also be
done for this purpose; it particularly refers to metastable and non-equilibrium systems. A
special emphasis will be put on complex redox systems, where all types of elementary chem-
ical reactions proceed simultaneously and/or sequentially. In all instances, one can follow
measurable quantities (potential E, pH) in dynamic and static processes and gain the informa-
tion about many details not measurable in real experiments; it particularly refers to dynamic
speciation.

We refer here to dynamic (titration) redox systems, represented by the system of 2 + k
nonlinear equations composed of GEB, charge balance and k (= 1) concentration balances. The
results of calculations, made with the use of an iterative computer program, are presented
graphically. Thus, the plots E = E(®) and pH = pH(®) for potential E and pH of the solution and
log[X"] versus @ (Eq. (5)) relationships (speciation curves) will be drawn.

The ® concept is used for simpler systems, providing a kind of normalization (independence
on V) in the systems considered. @ plays a key role in the formulation of the generalized
equivalence mass (GEM) concept, introduced also by Michatowski [25]. In more complex
systems, the volume V is put on the abscissa.

The numerical data can be visualized in the form of two- or three-dimensional graphs (2D, 3D),
see for example Ref. [12].

12.4. Computer program for the system (I) = (III)

The set of independent equilibrium constants is involved in the algorithm needed for calcula-
tion purposes [14], realized in the system (I) = (IV) as specified above. An algorithm is a well-
defined procedure, expressed by a sequence of unambiguous instructions, which allows a
computer to solve a problem according to a computer program implemented for this purpose.
The term 'unambiguous' indicates that there is no room for subjective interpretation.

The system (I) = (IV) and its subsystems (I) = (II) and (I) = (III) were simulated using an
iterative computer program (MATLAB software, included in the optimization toolbox™). In
particular, the computer program for the system (I) = (III) is as follows.

function F = Function_KMnO4_Na2C204(x)

global V Vmin Vstep Vmax V0 C C1 C0 C01 C02 fi H OH pH E Kw pKw A aa
global H2C204 HC204 C204 H2CO3 HCO3 CO3 K

global logH2C204 1ogHC204 logC204 logH2CO3 logHCO3 logCO3 logK
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global Mn704 Mn60O4 HSO4 SO4 Na

global logMn704 logMn604 logHSO4 logSO4 logNa

global Mn3 Mn30OH Mn3C204 Mn3C2042 Mn3C2043

global logMn3 logMn3OH logMn3C204 logMn3C2042 logMn3C2043
global Mn2 Mn20H Mn2504 Mn2C204 Mn2C2042

global logMn2 logMn20OH logMn2504 logMn2C204 logMn2C2042

global pr logpr q logq

pH=x(1);
E=x(2);
if aa==
Mn2=10."-x(3);
pr=0;
else
pr=10.-x(3);
end;
H2C204=10."-x(4);
S04=10."-x(5);

H=10."-pH;
pKw=14;
Kw=10.7-14;
OH=Kw./H;
A=16.92;
ZMn=25;
ZC=6;
Ksp=10."-5.3;

HC204=10.A(pH-1.25).*H2C204;
C204=10./(pH-4.27) *HC204;
H2CO3=10.7(A.*(E+0.386)).*H2C204.0.5;

HCO3=10."(pH-6.3).*H2CQO3;



CO3=10."(pH-10.1).*HCO3;
if aa==1
Mn2=Ksp./C204;

end;

HS04=10.A(1.8-pH).*SO4;

Mn704=Mn2.*10.%(5.*A.*(E-1.507)+8.*pH);

Mn604=10.A(A *(0.56-E)).*Mn704;
Mn20H=10./3 .4.*Mn2.*OH;
Mn2504=10.A2.28.*Mn2.*S04;
Mn2C204=10.13.82.*Mn2.*C204;
Mn2C2042=10.15.25*Mn2.*C204."2;

Mn3=Mn2.*10."(A.*(E-1.509));
Mn30OH=10.*(pH-0.2).*Mn3;
Mn3C204=10.79.98.*Mn3.*C204;
Mn3C2042=10.716.57.*Mn3.*C204.2;
Mn3C2043=10.719.42.*Mn3.*C204."3;

K=C.*V./(VO+V);
Na=C0.*V0./(VO+V);

%Charge balance
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F=[(H-OH+K+Na-HS04-2.*SO4-HC204-2.*C204-HCO3-2.*CO3-Mn704-2.*Mn604....

+3.*Mn3+2.*Mn30H+Mn3C204-Mn3C2042-3.*Mn3C2043+2.*Mn2+Mn20H....

-2.*Mn2C2042);

%Concentration balance of Mn

(Mn704+Mn604+Mn3+Mn30OH+Mn3C204+Mn3C2042+Mn3C2043...

+Mn2+Mn20H+Mn2S04+Mn2C204+Mn2C2042+aa. *pr-C.*V./(V0+V));

%Concentration balance of C

(2.*H2C204+2.*HC204+2.*C204+H2CO3+HCO3+CO3+2.*Mn2C204....

+4.*Mn2C2042+2.*Mn3C204+4.*Mn3C2042+6.*Mn3C2043...
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+2.*aa.*pr-(2.*C0.*V0+C02.*V0+C1.*V)./(V0+V));
%Concentration balance of S

(HSO4+SO4+Mn2S04-C01.*V0./(VO+V));

%Electron balance
((ZMn-7).*Mn704+(ZMn-6).*Mn604+(ZMn-3).*(Mn3+Mn3OH). ..
+(ZMn-2).*(Mn2+Mn20H+Mn2S04)+(ZC-4).*(H2CO3+HCO3+CO3)...
+2.%(ZC-3).*(H2C204+HC204+C204)+(ZMn-3+2.*ZC-6).*Mn3C204...
+(ZMn-3+4.*ZC-12).*Mn3C2042+(ZMn-3+6.*ZC-18).*Mn3C2043...
+(ZMn-2+2*ZC-6).*Mn2C204+(ZMn-2+4.*ZC-12).*Mn2C2042+...
+(ZMn-2+2.*2C-6).*aa.*pr...
-((2.*ZC-6).*C0.*V0+(ZC-4).*C02.*VO+(ZC-4).*C1.*V....
+(ZMn-7)*C.*V)./(VO+V))];

g=Mn2.*C204./Ksp;

logMn2=log10(Mn2);
logMn20H=log10(Mn20H);
logMn2504=log10(Mn2504);
logq=log10(q);

logpr=log10(pr);
logMn2C204=log10(Mn2C204);
logMn2C2042=log10(Mn2C2042);
logMn3=log10(Mn3);
logMn30H=log10(Mn30OH);
logMn3C204=log10(Mn3C204);
logMn3C2042=log10(Mn3C2042);
logMn3C2043=log10(Mn3C2043);
logMn604=log10(Mn604);
logMn704=log10(Mn704);
logH2CO3=log10(H2CO3);
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logHCO3=log10(HCO3);
logCO3=log10(CO3);
logH2C204=log10(H2C204);
logHC204=log10(HC204);
logC204=10g10(C204);
logHSO4=log10(HSO4);
logSO4=1log10(SO4);
logNa=log10(Na);
logK=log10(K);

%The end of program

13. Graphical presentation of the data

The results of calculations in the system (I) = (IV) are presented in Figures 2-4. More detailed,
numerical data are specified in Ref. [14].

Figure 2. The (a) E versus V and (b) pH versus V relationships plotted at V=100, C =0.02, Cp3 = 0.5, C; = Cp4 = 0.001 and
indicated pairs of Cy; and Co, values.
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Figure 3. The speciation curves plotted for (a) Mn and (b) Fe species at V=100, C = 0.02, Coz = 0.5, C; = Cg4 = 0.001 and
C01 = COZ =0.002.
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Figure 4. The log(q;) versus V relationships (see Eq. (31)) plotted for (a) Fe (i=1) and (b) Mn (i = 2) oxalates.

There are valid relationships: CVq1 = 0.2:Co;V for iron and CV,qp = 0.4-C2V for oxalate. For
V=100, C=0.02 we have, in particular, Veq; =10 and Vg =20 at Co; =0.01, Cp2 =0.01 and Vg1 =
20 and Vg =40 at Co; = 0.02 and Cp, = 0.02. This agrees exactly with the position of the points
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1. R

(@) (b)

log[XH
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Figure 5. The relationships: (a) E = E(®), (b) pH = pH(®) and the speciation curves log[X;] versus ® for (c) manganese
and (d) iron species plotted for titration of Vo =100 mL of Cy =0.01 mol/L FeSO, + Cy; mol/L H,SO, as D with V mL of C =
0.02 mol/L KMnO, as T.

where jumps of potential E occur and should be compared with the plots of titration curves for
individual analytes: FeSO, (Figure 5a) and H,C,O, (Figure 6a), where abscissas are expressed in
terms of the fraction titrated ® (Eq. (5)). The related pH versus @ relationships are presented in
Figures 5b and 6b. To explain/formulate the reactions occurred in the systems together with
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Figure 6. The relationships: (a) E = E(®), (b) pH = pH(®) and the speciation curves log[XiZi] for (c) Mn-, (d) C-species for
titration of V=100 mL of Cj = 0.01 mol/L H,C,O, + Cy; mol/L H,SO, as D with V mL of C = 0.02 mol/L KMnQO, as T.

their relative efficiencies, the speciation diagrams depicted in Figures 3a, b, and 5¢, d are used.
From Figure 4a and b, we see that

qy = [Fe?][C,047%)/Kyy <1 and g, = [Mn"?][C,04 7] /K, < 1 (31)

spl
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i.e, the precipitates FeC;04 (Ksp1) and MnC,04 (Kgp2) do not exist in this system as the
equilibrium solid phases at the pre-assumed sufficiently high concentration Cpz; of H,SOy;
MnO, is not formed there as well, i.e., a; = a, = 0 in Egs. (26)—(28).

14. Deficiency and veracity of equilibrium data

In some ‘variations on the subject’, we try to know what would happen if some constraints put
on the metastable system are removed and the reaction is conducted in a thermodynamic
manner, in accordance with the conditions imposed by the equilibrium constants [1, 36]. One
can also analyze the data resulting from (intentional) omission or (factual, presupposed)
incomplete physicochemical knowledge on the system studied.

Some computer simulations can be used to check some effects involved with complexation
phenomena. For example, we intend to check the effect involved with formation of sulfate
complexes FeSO,, MnSO, and (particularly) FeSO,"", Fe(SO,), ' in the system (I) = (II). The
shapes of the titration curves E = E(P) are compared in Figure 7.
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Figure 7. The E versus @ relationships plotted for the system (I) = (II): (1) at pre-assumed physicochemical knowledge
and (2) after intentional omission of all sulfate complexes; Cy = 0.01, Cy; = 1.0 and C = 0.02.
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Figure 8. Fragments of hypothetical titration curves for V= 100 mL of FeSO, (Cy = 0.01 mol/L) + H,SO, (C,9 = 0.1 mol/L)
titrated With C =0.02 mol/L KMnOy, plotted at different pairs of stability constants (K3, K3») of the sulfate complexes Mn
(SO4)™> 7% (1) (10%, 107), (2) (10°, 10°), (3) (10%%, 10°), (4) (107, 10%), (5) (10%, 0), (6) (10%, 0), (7) (10, 0) and (8) (0, 0).

Some equilibrium constants used in calculations may be unknown/doubtful on the stage of
collection of equilibrium data. In such instances, the pre-assumed/virtual data can be intro-
duced for comparative purposes, and the effects involved with omission/inclusion of some
types of complexes can be checked.

The possible a priori complexes of Mn(SO,);>~* are unknown in literature. To check the effect of

formation of these complexes on the shape of the titration curve E = E(®) in the system (I) = (II),
the pre-assumed stability constants K; of the complexes, [Mn(SO,);”* ] = Kz[Mn’*][SO,* T,
specified in legend for Figure 8, were applied in the related algorithm, where concentrations of
MnSO,"! and Mn(SO,), ' with the corresponding multipliers were inserted in electron (GEB)
and charge balances and in concentration balances for Mn and sulfate. As we see, at higher K5;
values (comparable to ones related to Fe(SO4);" ™% (i=1,2) complexes [39]), the new inflection
point appears at ® = 0.25 and disappears at lower K3; values assumed in the simulating proce-
dure. Comparing the simulated curves with the one obtained experimentally [25], one can
conclude that the complexes Mn(SO,); % do not exist at all or the K; values are small, when
compared with those for Fe(SOy);" % [33].
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Other interesting examples involved with ‘variations on the subject’ are presented in Ref. [1],
and other references cited therein.

15. Advantages of GATES and usefulness of chemical
processes simulation

Mathematical formalism of electrolytic systems tested and resolved according to GATES prin-
ciples formulated by Michatowski (1992) arises from synthesis of the three laws: (1°) law of
charge conservation, (2°) law of elements conservation and (3°) law of mass action. All other
chemical laws result from conjunction of those laws; it particularly refers to the stoichiometry
and equivalent mass concepts.

GATES, based on physical, physicochemical and chemical laws, is considered as the best
thermodynamic approach to equilibrium, non-equilibrium and metastable, mono- and poly-
phase, static and dynamic, and redox and non-redox systems, of any degree of complexity,
with liquid-liquid extraction systems included [31].

GATES related to redox systems is denoted as GATES/GEB. All these systems are resolvable
with use of iterative computer programs, for example, MATLAB. The complexity of chemical
systems is here of a secondary importance from the point of view of the computational
capabilities inherent in iterative computer programs.

GATES is a confirmation of the thesis that ‘everything brilliant is simple’. GATES/GEB is the
unique tool to obtain information about the thermodynamics of redox systems on the basis of
balances and equilibrium constants values.

GATES enables to simulate all possible (from a thermodynamic point of view) processes
obtained after pre-assumed crossing of one or more reaction paths in metastable systems.

GATES enables to simulate the processes impossible to track experimentally; for example,
dissolving a solid phase in the electrolytic system of a pre-established composition.

GATES relies on the assumption that the chemistry involved with such systems is predictable
on the basis of knowledge of physicochemical properties of the species involved in the system
in question. A complete set of non-contradictory relations for the equilibrium constants must
be used in calculations; this ‘iron rule” of mathematics is then obligatory also in calculations
related to electrolytic systems.

GATES is the intrinsically consistent theory, joining fundamental laws of physics and chemis-
try [10, 28]. The knowledge gaining from redox systems is the most comprehensive way for
studying such systems. Note that equations-based simulations are most commonly used in
physics and related sciences.

GATES joins, on the thermodynamic basis, four kinds of chemical interactions, named as acid-
base, redox, precipitation and complexation reactions, extended on a liquid-liquid extraction in
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mono- and poly-phase systems. To a certain degree—one can perceive GATES as a spitting
image of theory of everything (ToE), as the main, still unresolved issue in physics, aiming to
elaborate the consistent theory, that links together four: strong, weak, electromagnetic and
gravitational interactions.

GATES referred to electrolytic non-redox and redox systems and is considered as the best
thermodynamic approach to such systems. GATES, based on physical (charge conservation),
physicochemical (conservation of elements) and chemical (mass action) laws, is the best tool
applicable for computer simulation of equilibrium, non-equilibrium and metastable, and
mono- and poly-phase electrolytic systems. GATES is the basis for the Generalized Equiva-
lence Mass (GEM) concept, with no relevance to the chemical reaction notation.

One can also express a conviction that the discovery of the Approach II to GEB in context with
GATES will lead to gradual elimination of the stoichiometry concept from the consciousness of
chemists.

16. Final comments

This chapter provides comprehensive, compatible and consistent knowledge on modeling
electrolytic redox and non-redox systems and further steps applied to gain the thermodynamic
knowledge on the systems, referred mainly to aqueous media.

The Generalized Electron Balance (GEB) concept, related to electrolytic redox systems, is put in
context with the principle of conservation of all elements in electrolytic redox systems, in
aqueous, non-aqueous or mixed-solvent media. The GEB is fully compatible with charge and
concentration balances, and completes the set of 2 + k equations needed for quantitative
description of a redox system, with 2 + k independent/scalar variables x' = (E, pH, pX;,...,
pX,). Two equivalent approaches (I and II) to GEB were proposed (1992, 2006) by
Michatowski. The Approach I to GEB is based on a card-game principle, with electron-active
elements as gamblers, electron-non-active elements as fans and common pool of electrons
introduced by electron-active elements as money. The Approach II to GEB is based on the
linear combination 2f(O)—f(H) of elemental balances: f(H) for H and f(O) for O. The linear
independency/dependency of 2f(O)—f(H) from charge and other elemental/core balances
referred to the system in question provides the general criterion distinguishing between redox
and non-redox systems. For non-redox systems, 2f(O)—f(H) is the linear combination of those
balances, that is, it is not a new, independent equation in such systems. In redox systems,
2f(0)—f(H) is the independent equation, considered as the primary form of GEB and denoted
as pr-GEB. The balances for elements/cores # H, O are the basis for k concentration balances,
forming —with GEB and charge balance—the set of 2+k independent balances, expressed in
terms of concentrations. The Approach I to GEB, considered as the ‘short’ version of GEB, can
be applied if the oxidation numbers for all elements in components forming a system and in
the species of the system are known beforehand. The Approach II to GEB needs none prior
information on oxidation numbers of all elements in the components and species in the system.
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Within the Approaches I and II to GEB, the roles of oxidants and reducers are not ascribed to
the components and particular species. The GEB is put in context with the Generalized
Approach to Electrolytic Systems (GATES) as GATES/GEB, where all quantitative thermody-
namic knowledge on the redox system is involved in the complete set of independent equilib-
rium constants, where standard potentials E; are involved. The GATES/GEB provides the best
thermodynamic formulation of electrolytic redox systems of any degree of complexity, namely:
equilibrium, non-equilibrium and metastable, mono- and poly-phase and static and dynamic
electrolytic systems, resolvable with the use of iterative computer programs, applied to the set
of nonlinear equations, with no simplifying assumptions needed. The GATES/GEB can also be
referred to as redox systems in mixed-solvent media, provided that the related thermodynamic
knowledge is attainable. This chapter is referred to dynamic systems, realized according to the
titrimetric mode. The results obtained from the calculations can be presented graphically on
2D or 3D diagrams. The speciation diagrams obtained according to GATES/GEB have indis-
putable advantage over Pourbaix predominance diagrams. The GEB concept, unknown before
1992, is perceived as an emanation of the matter/elements conservation, as the general law of
nature. The redox systems are formulated on simple principles, unknown in earlier literature.
Earlier approaches to electrolytic redox systems, based on stoichiometric principles, are thus
invalidated.

Author details

Anna Maria Michatowska-Kaczmarczyk', Aneta Spérna-Kucab? and Tadeusz Michatowski**
*Address all correspondence to: michanku@poczta.onet.pl
1 Department of Oncology, The University Hospital in Cracow, Cracow, Poland

2 Faculty of Chemical Engineering and Technology, Cracow University of Technology,
Warszawska, Cracow, Poland

References

[1] Michatowski T. Application of GATES and MATLAB for resolution of equilibrium, meta-
stable and non-equilibrium electrolytic systems. In: Michatowski T, editor. Applications
of MATLAB in Science and Engineering. Rijeka: InTech—Open Access publisher in the
fields of Science, Technology and Medicine; 2011. pp. 1-34

[2] Pilarski B, Dobkowska A, Foks H, Michatowski T. Modelling of acid-base equilibria in
binary-solvent systems: A comparative study. Talanta. 2010;80(3):1073-1080

[3] Michatowski T, Pilarski B, Asuero AG, Dobkowska A, Wybraniec S. Determination of
dissociation parameters of weak acids in different media according to the isohydric
method. Talanta. 2011;86:447-451

203



204 Advances in Titration Techniques

(4]

(5]

6]

(10]

(11]

[12]

[13]

[14]

[15]

[16]

(17]

Michatowska-Kaczmarczyk AM, Michatowski T. Generalized electron balance for
dynamic redox systems in mixed-solvent media. Journal of Analytical Sciences, Methods
and Instrumentation. 2014;4(4):102-109

Michatowska-Kaczmarczyk AM, Michatowski T. Linear dependence of balances for non-
redox electrolytic systems. American Journal of Analytical Chemistry. 2014;5:1285-1289

Michatowski T, Pilarski B, Asuero AG, Michatowska-Kaczmarczyk AM. Modeling of
acid-base properties in binary-solvent systems. In: Wypych G, editor. Handbook of Sol-
vents. Vol. 1, Properties. Toronto: ChemTec Publishing; 2014. pp. 623-648

Michatowski T, Toporek M, Michatowska-Kaczmarczyk AM, Asuero AG. New trends in
studies on electrolytic redox systems. Electrochimica Acta. 2013;109:519-531

Michatowski T, Michatowska-Kaczmarczyk AM, Toporek M. Formulation of general
criterion distinguishing between non-redox and redox systems. Electrochimica Acta.
2013;112:199-211

Michatowska-Kaczmarczyk AM, Michatowski T. Comparative balancing of non-redox and
redox electrolytic systems and its consequences. American Journal of Analytical Chemistry.
2013;4(10):46-53

Michatowska-Kaczmarczyk AM, Michatowski T. Compact formulation of redox systems
according to GATES/GEB principles. Journal of Analytical Sciences, Methods and Instru-
mentation. 2014;4(2):39-45

Michatowska-Kaczmarczyk AM, Toporek M, Michatowski T. Speciation diagrams in
dynamic iodide + dichromate system. Electrochimica Acta. 2015;155:217-227

Toporek M, Michatowska-Kaczmarczyk AM, Michatowski T. Symproportionation versus
disproportionation in bromine redox systems. Electrochimica Acta. 2015;171:176-187

Michatowska-Kaczmarczyk AM, Asuero AG, Toporek M, Michatowski T. “Why not
stoichiometry” versus “Stoichiometry —why not?” part II. GATES in context with redox
systems. Critical Reviews in Analytical Chemistry. 2015;45(3):240-268

Michatowska-Kaczmarczyk AM, Michatowski T, Toporek M, Asuero AG. “Why not stoi-
chiometry” versus “Stoichiometry—why not?” part III, extension of GATES/GEB on com-
plex dynamic redox systems. Critical Reviews in Analytical Chemistry. 2015;45(4):348-366

Michatowska-Kaczmarczyk AM, Michatowski T, Toporek M, Pietrzyk A. Solubility and
dissolution in terms of generalized approach to electrolytic systems principles. Journal of
Analytical Sciences, Methods and Instrumentation. 2015;5:47-58

Michatowska-Kaczmarczyk AM, Michatowski T, Toporek M. Formulation of dynamic
redox systems according to GATES/GEB principles. International Journal of Electrochem-
ical Science. 2016;11:2560-2578

Meija J, Michatowska-Kaczmarczyk AM, Michalowski T. Redox titration challenge. Ana-
lytical and Bioanalytical Chemistry. 2017,409(1):11-13



(18]

[19]

[20]

[21]

[22]

[23]

[24]

[25]

[26]

[27]

(28]

[29]

[30]

[31]

[32]

A Distinguishing Feature of the Balance 2¢f(0)-f(H)...
http://dx.doi.org/10.5772/intechopen.69249

Michatowski T, Michatowska-Kaczmarczyk AM, Meija J. Solution of redox titration chal-
lenge. Analytical and Bioanalytical Chemistry. 2017;409(17):4113—4115

Michatowski T, Kupiec K, Rymanowski M. Numerical analysis of the Gran methods. A
comparative study. Analytica Chimica Acta. 2008;606(2):172-183

Ponikvar M, Michatowski T, Kupiec K, Wybraniec S, Rymanowski M. Experimental verifi-
cation of the modified Gran methods applicable to redox systems. Analytica Chimica Acta.
2008;628(2):181-189

Michatowski T, Toporek M, Rymanowski M. Overview on the Gran and other lineariza-
tion methods applied in titrimetric analyses. Talanta. 2005;65(5):1241-1253

Michatowski T, Baterowicz A, Madej A, Kochana J. An extended Gran method and its
applicability for simultaneous determination of Fe(Il) and Fe(Ill). Analytica Chimica
Acta. 2001;442(2):287-293

Michatowski T, Stepak R. Evaluation of the equivalence point in potentiometric titrations
with application to traces of chloride. Analytica Chimica Acta. 1985;172:207-214

Michatowski T. The generalized approach to electrolytic systems: I. Physicochemical and
analytical implications. Critical Reviews in Analytical Chemistry. 2010;40(1):2-16

Michatowski T, Pietrzyk A, Ponikvar-Svet M, Rymanowski M. The generalized approach
to electrolytic systems: II. The generalized equivalent mass (GEM) concept. Critical
Reviews in Analytical Chemistry. 2010;40(1):17-29

Asuero AG, Michatowski T. Comprehensive formulation of titration curves referred to
complex acid-base systems and its analytical implications. Critical Reviews in Analytical
Chemistry. 2011;41(2):151-187

Michatowski T, Asuero AG. New approaches in modeling the carbonate alkalinity and
total alkalinity. Critical Reviews in Analytical Chemistry. 2012;42(3):220-244

Michatowski T, Asuero AG, Ponikvar-Svet M, Toporek M, Pietrzyk A, Rymanowski M.
Principles of computer programming applied to simulated pH-static titration of cyanide
according to a modified Liebig-Deniges method. Journal of Solution Chemistry. 2012;41(7):
1224-1239

Michatowski T. Some remarks on acid-base titration curves. Chemia Analityczna. 1981;26:
799-813

Michatowski T, Lesiak A. Euroanalysis VIII Book of Abstracts, P] 35, PM 10, Edinburgh,
Scotland; Young RA. Analyst. 1994;119:75N-76N

Michalowski T. Calculation of pH and potential E for bromine aqueous solutions. Journal
of Chemical Education. 1994;71(7):560-562

Michatowski T, Lesiak A. Acid-base titration curves in disproportionating redox systems.
Journal of Chemical Education. 1994;71(8):632-636

205



206  Advances in Titration Techniques

[33]

[34]

[35]

[36]

[37]

[38]

[39]
[40]
[41]

[42]

[43]

[44]

[45]

[46]

[47]

(48]

Michatowski T, Lesiak A. Formulation of generalized equations for redox titration curves.
Chemia Analityczna (Warsaw). 1994;39:623-637

Michatowski T, Wajda N, Janecki D. A unified quantitative approach to electrolytic
systems. Chemia Analityczna (Warsaw). 1996;41:667—-685

Michatowski T. Calculations in analytical chemistry with elements of computer program-
ming (in Polish). Cracow: PK; 2001.

Michatowski T, Rymanowski M, Pietrzyk A. Non-typical Bronsted’s acids and bases.
Journal of Chemical Education. 2005;82(3):470-472

Michatowska-Kaczmarczyk AM, Michatowski T. General relation valid for electrolytic
systems. Journal of Analytical Sciences, Methods and Instrumentation. 2015;5:74-85

Sillén LG, Martell AE. Stability Constants of Metal-ion Complexes. London: The Chemi-
cal Society; 1964. Suppl. No. 1, 1971 Other options of the notation met in literature: Sillén,
L.G., Martell, A.E. Stability Constants of Metal-lon Complexes, The Chemical Society,
London, 1964, Suppl. No.1, 1971.

Lurie ]. Handbook of Analytical Chemistry. Moscow: Mir Publishers; 1975
Inczédy J. Analytical Applications of Complex Equilibria. New York: Wiley; 1976

Michatowska-Kaczmarczyk AM, Michatowski T. Solubility product challenge. Analytical
and Bioanalytical Chemistry. 2015;407(6):1789-1791

Michatowska-Kaczmarczyk AM, Michatowski T. Solution to the solubility product chal-
lenge. Analytical and Bioanalytical Chemistry. 2015;407(17):4877-4878

Michatowski T, Pietrzyk A. A thermodynamic study of struvitetwater system. Talanta.
2006;68:594-601

Michatowski T, Pietrzyk A. Quasistatic processes in non-equilibrium two-phase systems
with ternary salts: 1. struvite + aqueous solution (CO, + KOH). Chemia Analityczna
(Warsaw). 2008;53:33—46

Michatowski T, Borzecka M, Toporek M, Wybraniec S, Maciukiewicz P, Pietrzyk A.
Quasistatic processes in non-equilibrium two-phase systems with ternary salts: II. Dolo-
mite + aqueous media. Chemia Analityczna (Warsaw). 2009;54:1203-1217

Michatowski T, Asuero AG. Thermodynamic modelling of dolomite behaviour in aque-
ous media. Journal of Thermodynamics. 2012;2012:12. Article ID 723052

Michatowska-Kaczmarczyk AM, Michatowski T. Calculation of solubility of oxyquino-
linates. Journal of Analytical Sciences, Methods and Instrumentation. 2014;4(3):71-79

Michatowska-Kaczmarczyk AM, Michatowski T. Evaluation of transition points between
different solid phases in aqueous media. Journal of Analytical Sciences, Methods and
Instrumentation. 2014;4(3):87-94



[49]

[50]

[51]

[52]

[53]

[54]

[55]

A Distinguishing Feature of the Balance 2¢f(0)-f(H)...
http://dx.doi.org/10.5772/intechopen.69249

Michatowska-Kaczmarczyk AM, Michatowski T. Ostwald’s dilution law challenge. Ana-
lytical and Bioanalytical Chemistry. 2014;406(12):2741-2742

Michatowska-Kaczmarczyk AM, Michatowski T. Solution to Ostwald’s dilution law chal-
lenge. Analytical and Bioanalytical Chemistry. 2014;406(22):5251-5251

http://goldbook.iupac.org/C01240.html [accessed on August 5, 2017]

Michatowska-Kaczmarczyk AM, Asuero AG, Michatowski T. “Why not stoichiometry”
versus “Stoichiometry —why not?” Part I, general context. Critical Reviews in Analytical
Chemistry. 2015;45(2):166-188

Beck MT. Chemistry of Complex Equilibria. New York: Van Nostrand Reinhold; 1970

Michatowski T, editor. Applications of MATLAB in Science and Engineering. Published
by InTech Janeza Trdine 9, 51000 Rijeka, Croatia, 2011

Katsikis VN, editor. MATLAB— A Fundamental Tool for Scientific Computing and Engi-
neering Applications. Vol. 2. Published by InTech Janeza Trdine 9, 51000 Rijeka, Croatia,
2012

207



Edited by Vu Dang Hoang

In chemistry, titration (a.k.a. titrimetry) is a common laboratory technique used
for the determination of the unknown concentration of an analyte. Because of
its versatility, the application of various forms of titration can affect nearly all

aspects of society. This book is specifically aimed at broadening and deepening the
theory and applications of titration. It contains six chapters being organized into
three main sections: Volumetric Titration, Isothermal Titration Calorimetry, and
Titrimetric Principles in Electrolytic Systems. Each chapter has been well written
by internationally renowned experts in the field of chemistry, with mathematical
expressions and illustrative examples selectively and logically presented. It is highly
recommended for postgraduate students and scientists alike.

978- 953 51-464;

Photo by malija / iStock InteChOpen

535




	Advances in Titration Techniques
	Contents
	Preface
	Section 1
Volumetric Titration
	Chapter 1
The Conditions Needed for a Buffer to Set the pH in a System
	Chapter 2
The Kjeldahl Titrimetric Finish: On the Ammonia Titration Trapping in Boric Acid
	Chapter 3
Intersecting Straight Lines: Titrimetric Applications

	Section 2
Isothermal Titration Calorimetry
	Chapter 4
Determination of Thermodynamic Partial Properties in Multicomponent Systems by Titration Techniques

	Section 3
Titrimetric Principles in Electrolytic Systems
	Chapter 5
Principles of Titrimetric Analyses According to Generalized Approach to Electrolytic Systems (GATES)
	Chapter 6
A Distinguishing Feature of the Balance 2∙f(O)−f(H) in Electrolytic Systems: The Reference to Titrimetric Methods of Analysis




