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Thermodynamic Properties of Aqueous HCIO, to 373 K and at Low
Pressure: A Comprehensive Pitzer lon-Interaction Model

Charles S. Oakes* and Dhanpat Rai

Battelle, Pacific Northwest National Laboratory, Actinide and Trace Metal Geochemistry,

P7-50, Richland, Washington 99352

We present a Pitzer ion-interaction model fit to most of the available isopiestic, dilution enthalpy, heat
capacity, and volumetric data for HCIO4(aq). Osmotic and activity coefficients are accurately reproduced
for molalities between infinite dilution and 8 mol kg™ at 298 K. Isopiestic data at temperatures other
than 298 K do not appear to be reliable. The dilution enthalpy data at 298 K are also reproducible to 8
mol kg~1; consequently, HCIO4(aq) activities may be calculated to 8 mol kg~! at 298 K and at somewhat
higher or lower temperatures with only minor losses in confidence. Heat capacity data do not extend
beyond 1.7 mol kg~! at 298 K and 1.0 mol kg~ at T > 328 K, and interlaboratory agreement is poor.
Consequently, activity coefficients and thermal properties may only be calculated to about 1 mol kg at
373 K. There are numerous volumetric data for molalities between 0.02 and 18 mol kg~* and at 298 K;
however, there are large variances between datasets at m > 5 mol kg~1. Volumetric data at T > 348 K
are limited to one study and m < 1 mol kg=1. The volumetric form of the model is simple but due to

disagreement between datasets is considered to have large uncertainties.

Introduction

Perchloric acid is an important industrial acid and is
frequently used in chemical research as a supporting
electrolyte due to the weak complexing characteristics of
the CIO, anion. Use of HCIO4(aq) is particularly common
in actinide solubility and speciation studies. As tempera-
tures in nuclear waste repositories and processing environ-
ments may significantly exceed 298 K and activity coeffi-
cient models for HCIO4(aq)!~3 are limited to 298 K or near
298 K, there is a need for a model which reproduces HCIO,
activities over wide ranges of molality and temperature.

Our own interest in HCIO4(aq) stems from a need for
the standard state chemical potential for Nd®*(aq) as a
function of temperature. This need arises from the use of
neodymium as an analogue for trivalent actinides. As the
only neodymium salt for which the necessary thermo-
dynamic data exist is Nd[ClO,]s, temperature dependencies
for the infinite dilution heat capacities (C°p°,¢) of HCIO4(aq)
and Nd[CIO4];(aq) are needed (if the convention of zero
valued standard state properties for H* is assumed). An
additional need arises from the fact that most of the
Nd[ClO,]s(aq) data are from the mixed system H + Nd3*
+ ClO,~. We will present a temperature-dependent Pitzer
ion-interaction model for Nd[ClOg4]s(aq) in a subsequent
paper.

Two groups have measured HCIO4(aqg) heat capacities
at T = 298 K and fit Pitzer ion-interaction or Born models
to their datasets,*~7 thus, in principle, allowing us to
calculate the requisite C§,¢ values without any further
analysis. However, intercomparison of the former datasets
as well as comparison with others®® shows substantial
scattering between studies and within individual datasets.
In addition, comparison of C"p“'(ﬁ values from the cited
studies with values estimated from additivity of standard
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states shows large discrepancies. This study addresses
these discrepancies and presents a Pitzer ion-interaction
model which reproduces the available HCIO4(aq) activity
coefficient, enthalpy, heat capacity, and volumetric data
from 298 K to 373 K and at pressures near 0.1 MPa.

Thermodynamic Model

A Pitzer ion-interaction model'®1 was fit to the data
from the sources*57:912-24 |isted in Table 1. The equation
for a system containing a single, fully dissociated 1:1
electrolyte is

G™I(W,,RT) = (1) + 2m?[Byy + 1,ZCyy] 1)

where w,, = 1 kg of H,O, R = 8.314 41 J mol-1 K71, m is
molality, and Byx and Cyyx are the second and third virial
coefficients. The Debye—Huckel term is

f(1) = —41A, In(1 + bVI)/b 2)

where b has the universal value of 1.2 kg=2 mol=12, | is
ionic strength, and A, is a function of water density?® and
dielectric constant.?® The quantity Z = 3;m;|zi|, where z; is
the charge on each ion. Bux is given an ionic strength
dependency of the form

Bux = Bk T Aka(x) 3)
g(x) = 2[1 — (1 + x) exp(—x)]/x? (4)

where x = a;v/I and oy = 2.0 kg2 mol-22,

Differentiation of eq 1 with respect to n;, ny, p, or T and
addition of standard state properties where appropriate
yield the ionic activity coefficients (y;), osmotic coefficient
(¢), and apparent molar volume (V,), enthalpy (L,), and
heat capacity (Cp,g4).
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Table 1. Thermodynamic Property, Range of Experimental Conditions, and Source for Data Used in This Study

property T/Te? m/mgP? n¢ o9 ref
¢ 298 0.1-11.9 12 0.023 12
¢ 298 0.1-15.7 5,f 269 0.007,f0.0039 13
¢ 283-313 0.3-14.0 (13) NA 14
¢ 298 0.56—8.3 15,f 99 0.004,f0.0039 15
¢ 298 6.6—19.7 1f NA 16
) 298 1.19-9.8 11f 0.005f 17
¢ 323 1.5-24.0 10 0.162 18
¢ 298 0.05—-1.1 69 0.0019 19
) 298 0.10—4.5 149 0.0049 20
Ly 298 0.005—-15 48 19 21
Coo 288—328 0.05—0.22 (30) NA 8
Cps 298 0.05-0.37 9 1.8 9
Coo 298 0.09-1.06 9 1.8 4
Cp.p 283—328 0.18—1.08 8 59,632,456 5
Cp.p 298—373 0.10—-1.61¢ 20,7,7,7,7 3.6,4.4,38,23,1.9 7
Vg 298 0.10—-11.9 15 0.23 12
Vg 298—303 0.10—18.5 22,4 0.09, 0.03 22
Vg 298—348 0.24-3.13 12 0.07, 0.09, 0.05, 0.06, 0.07, 0.29 23
Vs 298 0.09-1.06 9 0.21 4
Vg 283—328 0.18—1.08 8,98 0.23, 0.59, 0.37 5
Vg 293—-308 0.10—4.35 16 0.14,0.17,4.3,9.4 24
Vg 296—372 0.10—1.61¢ 20,7,7,7,7 0.42,0.53, 0.41, 0.36, 0.31 7

aTo=1K.Pmp = 1.0 mol kg~%. ¢ n = number of datum in dataset for m < 8 mol kg~%. 9 6 = rms error calculated for each dataset at
m = 8 mol kg~!. The dimensions of ¢ are the units of the corresponding property type (see figures). Where one n is listed with multiple
values of g, each dataset within the study contains n points. ¢ At T > 298 K, Mmax = 0.6 mol kg=*. f H,SO4(aq) std. 9 NaCl(aq) std.

The osmotic coefficient expression for this system is

¢ — 1= @Wm)[-AJI¥I(L + by/1) + M*(BYy + ZC{y)]

®)
where
Biix = Biix + Bk €Xp(—X) 6)
and
Clix = Cux @

Note that, due to our adoption of the equivalence in form
between B{, and Cf., Cly in eq 7 is different from
Pitzer'sl® by a factor of 2|zyzx|Y2; for example, C‘,f,,x =

C(lf/IX,Pitzer/[zleZXlllz]-
The generalized activity coefficient equations for specific
cations (M) and anions (X), respectively, are

Iny,, =z4F + Zma(ZB,\,Ia +ZCy) + zMZchmaCca
a C a
8
and
In yy = Z5F + S M (2B, + ZCyy) + |24 m,m,C
Z C C. C. ZZ C a~ca
9

where

F=f+ ZchmaB'Ca + 1/ZZZmCmaZC'Ca (10)
T a ¢ a

= —A,[1"2(1 + bI™) + 2 In(1 + bI"?)/b]  (11)
Biux = Axa'(x) (12)
g'() = —1"[g(x) — exp(—x)] (13)

and where mixing effects between ions of like sign or

neutral species are ignored. The summations over c and a
pertain to all cations and anions, respectively, in the
system. Since the system of interest is a 1:1 electrolyte and
no other salts are considered, the summations in eqs 8—10
are unnecessary and consequently have been omitted in
the subsequent equations for the derivative properties. For
simple systems in which aqueous phase speciation reac-
tions are not considered, the mean ionic activity coefficient
(y+) is commonly used and is defined as

Iny_.=@yInyytvIny)lv (14)

where v is the sum of cations (vy) and anions (vyx) in the
electrolyte formula unit. The notations used above are
identical to those used by Pitzer.1!

The model equation for the relative enthalpy?” (L) is

L/(w,RT?) = — % — 2m?[Byy + 1,ZCry]  (15)
o _ A
T = peg? Nt b/1) (16)

and

0A oB
— 2" ¢ L _ MX
A =4RT (aT )p,l’ Buix ( 5T )p,l and

dC
MX
ckﬂx=( T )p,. (17a—c)

The apparent molar enthalpy is L, = L/n;, where n; is the
number of moles of solute.

The apparent molar heat capacity is given by?”

C, J(W,RT?) = C7 J(W,RT?) +

1[29f1) | &)
n|T aT = 72

— 2m?[Bpyy + 1lzzc§,,x]] (18)
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Figure 1. Osmotic coefficient data from the literature at 298.15
K: (O) ref 12; (O) ref 13; (+) ref 14; (x) refs 15, 17, and 50; (<)
refs 19 and 20; (--+) calculated from eq 5.

where
af(1)  9%f(1
2 9f(1) Q) (19)
T3 aT?
9A °B oB
A=t | Bl =[xy 25wX) g
aT | aT2 T 9T |,

The corresponding equation for V, istt

V,/(w,RT) = Vgi(w,RT) +
[8;S) + 2m2[BY, + U zcxﬂx]] (21)
where
af() _
8p bRT (22)

0A B
_ _¢ V4 — MX
Av= (8p )T,l’ B ( p )T,l' and

IC %
CY,.X=( s )T,. (23a—c)

Treatment of the Data

The model was simultaneously fit to all of the experi-
mental data from the sources in Table 1 using the data
forms ¢, Ly, Cpe, and V,. As well as identifying sources of
datatypes, Table 1 includes molality and temperature
ranges, number of datum in each dataset, and the root-
mean-square (rms) errors between the model and each
dataset.
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Figure 2. Apparent molar enthalpy data (0)2! at 298 K and 0.1
MPa; (—) calculated from eq 15.

The isopiestic data at 298 K are shown in Figure 1.
Isopiestic or vapor-pressure measurements have also been
conducted at 283 K, 313 K, and 323 K and to high
molalities; however, unsmoothed data are not presented.1418
Because Haase et al.’s smoothed ¢'s at 298 K are in good
agreement with the other data, we attempted to recalculate
and fit their 283 K and 313 K isopiestic measurements,
which are reported as In y.’s. Unfortunately, the lowest
molality in their tabulation is 0.3 m; consequently, any
function for y. between infinite dilution and 0.3 m is
unconstrained and the Gibbs—Duhem transformation re-
sults in unreasonable values of ¢. For those sources in
which original isopiestic molalities are presented, the data
were recalculated using modern models for the isopiestic
coefficients of the corresponding standard solutions, for
example, H,S04(aq)?® and NaCl(aq).?®

Dilution enthalpy data for this system are limited to 298
K and 0.1 MPa.?! These data were fit using the tabulated
values of L, from the original source (Figure 2).

Values of C,4 were used as published in the original
sources.*>79 Differences resulting from recalculation using
a common model for water would be substantially smaller
than the inter- and intralaboratory precision of the data.
Hovey's*S C, , data are systematically more positive than
Lemire’s” by 6 to 8 J molt K1 (Figure 3). Lemire
conducted replicate measures at fixed molalities, and from
these their reproducibility appears to be roughly indepen-
dent of temperature and to be about +0.5 J mol~! K1,
Hovey*® estimated uncertainties in C_, (+0.7 3 mol~* K™*
at 298 K to +2.0 J mol~* K~ at 328 K). It is reasonable to
assume that their measurement errors were not larger.
Lemire’'s measurements were conducted at 0.5 MPa versus
0.1 MPa for the Hovey and Singh measurements. This
pressure difference might result in as much as 1 J mol-1
K~ difference for a given molality. As the offset between
the Lemire and Hovey or Singh datasets is roughly twice
the magnitude of the combined uncertainties, it appears
that there is a systematic problem either with Lemire’s
calorimeter or with both the Hovey and Singh calorimeters.
Lemire calibrated their instrument with NaCl(aq) at each
experimental temperature while Hovey calibrated with
water only at 298 K and assumed that heat losses were
independent of temperature. It could be argued that the
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Figure 3. Apparent molar heat capacity data at (a) 298 K [(O) ref 9; (O) ref 4; (<) ref 7] and 313 K [(®) ref 5; (®) ref 7], (b) 328 K [(®)
ref 5; (®) ref 7], and (c) 348 K [({) ref 7] and 373 K [(®) ref 7]: (—) calculated from eq 18; (---) Debye—Hiickel limiting law slope.

Lemire data are likely to be more accurate on the basis of
a more thorough procedure. However, since the Singh and
Hovey data are in good agreement, a more substantive
reason is required to bias the model. If there is a problem
with the Lemire dataset, then our model’'s temperature
dependence above 328 K will be in error, as the model is
guided only by Lemire’s data at the higher temperatures.
Additional data are available;® however, these data vary
widely from the other datasets, for example, by at least 5
J mol~1 K~1 at 298 K and by at least 35 J mol~1 K1 at 328
K. These differences increase with molality as well as with
temperature.

Like the heat capacity data, and for the same reason,
values of V; were used as originally published*57:12.22-24
unless the data were only published as densities, in which
case values of V, were calculated using the Hill equation
of state for water.25> Lemire et al.’s” volumetric measure-
ments were also made at 0.5 MPa versus 0.1 MPa for all
other measurements.

As the published heat capacity and volumetric data for
HCIO4(aq) tend to be imprecise (cf. Figures 3 and 4,
respectively) we investigated the option of constraining
V5(HCIO4) and C; ,(HCIO,) through additivity of stan-
dard state heat capacities or volumes using aqueous
Mz+Cl,, MZ*[ClO4],, and HCI. For C:¢(HCI) we used
Holmes et al.,** and for VZ(HCI), Sharygin and Wood.3!
Other strong acid [HX] and M[CIO4],—MX pairs could have
been used; however, HCl(aq) is probably the best known
nonassociating acid for the temperature range considered
by this study. Consequently, little would have been gained
by pursuing additional systems. Our model infinite dilution
heat capacities and volumes and those derived from addi-
tivity are shown in Figure 5. Infinite dilution properties
derived from additivity were included in the fit; however,
these values were allowed very little influence on the
model.

Aside from the cited source for HCIl(aq), values of
C§'¢(HCIO4) were estimated from the following systems:
NaCl(aqg);?° NaClOy(aq);%3233 KCl(aq);®** and KCIlOy(aq).3®
As pointed out by Lemire et al.,” values of C§‘¢(KCIO4)
could contain large errors due to the very limited molality
range over which data exist for this salt. The only values
of C;°,¢(KCIO4) at T > 298 K are those from Mastroiani
and Criss,3 which are based on Cj(NaClO,,solid)* and
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Figure 4. Apparent molar volume data at 298 K [(O) ref 4; (<)
ref 7; (+) ref 12; (O) ref 22; (V) ref 23; (x) ref 24]; 328 K [(®) ref 5;
(®) ref 7; (w) ref 23]; 348 K [(tilted square dotted) ref 7; (triangle
open dotted) ref 23]; 372 K [(x) ref 7]; 298, 328, and 348 K (—);
and 373 K as calculated from eq 21 (- - -).

their enthalpy of solution measurements for NaClO,(solid).
The only other non-actinide or -lanthanide chloride—
perchlorate pairs for which relevant heat capacity data
exist are those for Ni[ClO4]»(aq)®” and NiCl,(aq).3840 At
other than 298 K the measurements for the latter two
systems were made at substantially different pressures and
thus were not used.

Values of V;(HCIO4) can be estimated from
NH,4Cl(ag) and NH4ClO4(aq);*t KCl(aq);*243 KCIO4(aq);®
NiCly(aq);38394445 and Ni[ClO4]2(aq).®"*> Values of
V‘;(HCIO4) using NH,4Cl(ag) and NH,ClO4(aq) are consid-
erably different from values supported by the HCIO4(aq)
data and from additivity using other systems—most likely
due to uncorrected hydrolysis effects. Values of V;(HCIO,)
from most of the other sources are in reasonably good
agreement below about 308 K but diverge rapidly at higher
temperatures. Somewhat surprisingly, there do not appear
to be any unsmoothed volumetric data for NaClO4(aq) at
T > 298 K.
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Figure 5. Apparent molar volumes (a) and heat capacities (b) at
infinite dilution from additivity as functions of temperature. Aside
from HCIl(aq) properties,3°31 sources and chemical combinations
are as follows: (a) (O) refs 35 and 43; (+) refs 35 and 42; (O) refs
37 and 44; (O) refs 45; (b) (@) ref 32; (M) refs 34 and 35; (x) refs
35 and 43; (®) refs 37 and 39; (v¥) refs 29 and 33. The curves are
calculated from eqgs 29 and 30.

In fitting the model to the data, weights were assigned
to each dataset using our earlier scheme,*647 where

wgt = wgt(i)[a + b/m, e + /My d  (24)

Values of wgt(i) for a given dataset are generally inversely
related to the influence of that dataset on the model
parametrization; for example, datasets with larger values
of wgt(i) carried less influence than those with low values.
Datasets were separated by publication, by temperature,
and, for the case of isopiestic studies, by standard solution.
At temperatures for which multiple datasets exist, the
wgt(i) terms for heat capacity and volumetric data were
adjusted to balance datasets so that individual datasets
would not bias the temperature dependence of the model
through quantity of data. Movement of the model toward
data at molalities or temperatures at which only one
dataset exists is unavoidable though thermodynamic re-
lationships between the different data types may help to
constrain the model’s behavior. Values of the constants a,
b, and c in eq 24 are listed in Table 2.

Temperature and pressure dependencies of the standard
state terms and the adjustable parameters {0, A&, and

Table 2. Parameter Values for Weighting of the Various
Data Types in Eq 24 and the Corresponding Molality
Ranges over Which Each Weighting Scheme Is Effective?

¢, wat(i) = 1.0
m/mo < 0.1 0.1=<m/mo=<8 m/mo > 8
a 1.0 0.5 1000
Cp¢, Wot(i) = 0.5
m/mg < 0.1 0.l1=m/mp=1 m/mo> 1
a 1.0 0.5 0.5
b 0.5
c 5.0
Ly, wgt(i) = 1.0
m/mg < 0.5 05=m/mp=38 m/mp > 8
a 0.5 0.1 1000
V,, wgt(i) = 3.0
m/mg < 0.7 0.7=m/mg=38 m/mp > 8
a 0.1 1.0
c 0.1

a Notable exceptions are as follows. ¢: Haase et al.,14 283 K
and 313 K, wgt(i) = 1000; Pearce and Nelson2 wgt(i) = 5.0; Galkin
et al.1® wgt(i) = 100. Cp4: 283 K, Hovey et al.> wgt(i) = 1.0; 298
K, Lemire et al.” wgt(i) = 1.0. V,: T < 298 K, wgt(i) = 5.0; 298 K,
Partanen et al.;?* Herrington et al.,** Markham,?? and Pearce and
Nelson!? wgt(i) = 5.0; 303 K and 308 K, Partanen et al.>* wgt(i) =
50; 372 K, Lemire et al.” wgt(i) = 1.0.

Cwmx were confined to the form
QP Ty) = ay(T)) + P,axA(T,) + (pu/e-)as(T)  (25)
where
a(T)=a/T, +a,+aT,+a,T>+a;InT, (26)
0,(T,) =a,/T, +ag+ agT, (27)
05(T,) = a1/ T, + ayy + ay T, (28)

T, =T/298.15 K, p, = p/100 MPa, p, = water density, and
po =1 g cm~3, The coefficients of eqs 26—28 for the quantity
u°I(RT) and for the virial coefficients are listed in Table 3.
C,4(HCIO,) and V;(HCIO,) are derived according to

Cpy = [PWSIRT)OT? + (2o /RT)T],  (29)
and
V5 = [9(u°/RT)/3plr (30)

For convenience, the fitted forms of C‘;°,¢(HCIO4) and
V5 (HCIO,) are

Ch, = (298 K)?[6a, + asT, > + 2a, T, * In(p,/p) —
4a,,(298 K)o, — 8,,(298 K)*T,(30,,/3T)] (31)

V, = a/100 + a, T, ¢ (32)

op and By refer to water’s isobaric expansivity and isother-
mal compressibility, respectively. The parameters S0},
AWk and C,,, are plotted versus temperature in Figure 6.
The corresponding derivative forms of the virial coefficients,
for example, Q-, Q7, and QV, are plotted versus temperature
in Figure 7. Numerical values of the various thermo-
dynamic quantities and Q:\,,X's (i referring to null, L, J,
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Table 3. Parameter Values for Eqs 25—282

10830, Biitio 10°Chcio,

aj u°(HCIOW)/(RT) kg mol-1 kg mol~1 kg2 mol—2

1 —1.336 534 9 (4.0) —4.613 649 0 (6.9) 15.858 908 (3.6)

2 3.176 588 1 (4.5) 11.478 882 (8.0) —12.713 231 (9.3)

3 —9.260 976 1 (9.2)

4 —5.222 6480 (2.1) 2.642 013 3 (10.2)

6 19.325 512 (2.7)

7 0.509 753 41 (17.1)

8 2.366 840 8 (0.5) —0.603 210 78 (14.0) 0.286 343 98 (55.0)
21 —13.283 939 (1.6)

aValues in parentheses are percent errors in the estimates for the parameter values.

T T[T T F[F T T T T T[T T[T 17
I I I | I

-
LN N L L LB B L L B L L L

1 )

PITENE T A N e

0.40 LUL LI LI SO L L L L L L LN
(@)

AY
A
F I

0.35

0.30

[TTrrrrrrrrrrr

0.25

0.20

\

~
P R I NN VT T U NN WO O S BN A AT I T A

0.15 METEN ITEEC N TSRO EN ST ATEN N W AT AT
280 300 320 340 360 380 400

T/K

Figure 6. (a) fiiio, (7): Biitio, (---) and (b) Ccio, plotted as
functions of temperature.

and V) are tabulated at regular intervals of temperature
(and molality for the property values) as Supporting
Information available through the American Chemical
Society’s Web site.

Results and Discussion

The earlier activity coefficient model of Pitzer and
Mayorga? was based on the osmotic coefficient tabulations
of Robinson and Stokes,*8 which are, in turn, based on the
isopiestic measurements of Robinson and Baker.'® While
other isopiestic measurements were published after the
compilation of Robinson and Stokes, these were apparently
not examined. The omission is of no consequence, as all of
the isopiestic data are, with the exception of those from
Pearce and Nelson,!? in remarkably good agreement. 1t was
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Figure 7. Temperature and pressure derivatives of the inter-
action parameters (a) A%, (—) and Ciigio, (- - =), (b) Bikio, (©)
Bilo, and (d) B, plotted against temperature. With the
exception of CxC,OA, terms not plotted are zero valued.

pointed out in review that we overlooked the dataset of
Rush.50 The latter data are included in Figure 1; they are
in excellent agreement with all data other than those of
Pearce and Nelson, and consequently no adjustment was
made to the model parameterization. In addition, in the
interim between original submission and submission of the
revised manuscript, we became aware of an additional set
of isopiestic data at 298 K.5! Considering the quantity and
quality of the 298 K isopiestic data used to develop our
model, it is doubtful that Mironov's® data would provide
any improvement. It was also noted in review that our
model should be compared to the published electromotive
force data®2-5* (emf; Figure 9). As some of the emf mea-
surements were made at molalities lower than those in the
isopiestic experiments and because isopiestic measure-
ments become less reliable at very low molalities, the emf
measurements could have better constrained the model in
the range between infinite dilution and a few tenths molal.
However, Figure 9 illustrates that the model reproduces
the data from Mussini et al.52 and Torrent et al.53 for m <
0.1 mol kg™t. At higher molalities the emf data from all



Journal of Chemical and Engineering Data, Vol. 46, No. 4, 2001 881

15 :FllIllIlll'IIIIIIIIIIIIII:IIIII_‘:
10F % 3

F o ¥¥o ]

T osf B 5 /% 3
S o oMk S Bgo 3

X

g o o X x X3
R X e I - Bt TPV R SRR CEER
& o o oD ™y . ]
Q - < DD‘-_ o B ] X 3
S -05F - B X 3
s B ° e ]
E 40; o E
15F © ° ;
=1. — o —

n [e)} .

5 0° 3
‘2-0+IIIIlIIIIIIIIIIlIllIIIII‘III|+
00 05 10 15 20 25 30

{m HCIO, /mol kg 'F*
Figure 8. Differences between experimentally measured osmotic
coefficients [(O) ref 12; (O) ref 13; (x) refs 15 and 17; (<) refs 19
and 20] and our model as well as the differences between Pitzer
and Mayorga? (- - -) and our model.

20:*_||||||||‘llllll||||||lll-‘
15 298 K 3

—% [ o ]
IS 10 -
[ - 3
s °F o £
£ E 7
~ 0% -g------=-=-=-=-------- X _
S BB X% x5 x XX 3
2 . E
40} ‘ o {

E e 5
K71 . S BT R BT T

0.0 0.2 0.4 0.6 0.8 1.0 1.2

{m HCIO, /mol kg”'}"?
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three studies® 53 have very poor interlaboratory agree-
ment. It should be noted that, in the molality range where
all three emf datasets are in disagreement, there are
numerous isopiestic data which are in good agreement.
Differences between our model and the activity coefficient
model of Pitzer-Mayorga? (Figure 8) are within the com-
bined uncertainties of the fits and are probably due to
differences in standard solution osmotic coefficients.

The dilution enthalpy measurements fit in this study are
the same as those used by Silvester and Pitzer,?” and the
results are similar though there are small systematic
differences (Figure 10); for example, the Silvester—Pitzer
model is uniformly more positive than the tabulated L,
values of Vanderzee and Swanson over the full molality
range of the fit. The apparent deviation between the
Silvester—Pitzer model and the “data” is most likely due
to the smoothing procedure used by Vanderzee and Swan-
son?! and is not necessarily an indication of bias in the
former model. If this is the case, the consequence is that
our model L, values are biased by an average of about 30
J mol~! over the molality range of the fit.

The volumetric data are somewhat interesting in that
V,, decreases with increasing molality for molalities greater
than about 1.0 (Figure 4). In addition, V,, changes little over
fairly large molality ranges and over the temperature range
298 K to 373 K. The consequence of these features is that
an exceptionally simple model is capable of reproducing the
data. However, as volumetric models are usually of tertiary
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Figure 10. Differences between experimentally measured values
of 9L (0)2 and our model as well as differences between Silvester
and Pitzer3 (- - -) and our model.

concern, we will forego further discussion and focus on the
heat capacity model.

Three Pitzer ion-interaction models have been fit to the
heat capacity data: Lemire et al.,” Criss and Millero,*® and
Hovey.® The Criss and Millero study utilized only the data
from Singh et al.® and consequently is limited to 298 K and
m < 0.4 mol kg™*. Criss and Millero's estimates of C
vary from —24 J mol~* K-1to —27.5 J mol~t K~ dependlng
on which of their tables and electrolyte combinations is
used, and their fitted value of A% is roughly a factor of 2
more negative than that supported by either Hovey's*® or
Lemire’s datasets (discussed below). The various values for

¢ obtainable from Criss and Millero do agree with the
values supported by the aforementioned datasets. A some-
what reassuring feature of the Criss and Millero study is
that our 298 K values of g0 and g% lie squarely on their
correlation of the two parameters based on analysis of a
large number of aqueous 1:1 electrolyte systems.

Both Lemire et al.” and Hovey® state that their models
were fit to both datasets (Hovey also included Singh et al.?).
Lemire et al.’s SO values support this even though their
Figure 1 implies the model was fit to only their own data.

While both Criss and Millero and Lemire et al. were able
to fit their models to the data using only 8%, Hovey?® also
included a temperature-dependent C;;',,X parameter. Given
the level of precision in the data and the fact that the
published data do not exist beyond 1.7 m, we believe that
inclusion of Cy is unwarranted. For example, Figure 3
demonstrates that at 298 K the data are reproduced within
the precision of the combined datasets by the Debye—
Huckel term and C;J, alone. In addition, the sufficiency of
ﬁ(O)J can be demonstrated by omitting C,\,IX and rearrang-
ing eq 18 as

9o = [C,/(RT?) — PIm] = C} J(RT?) — 2mB??  (33)
and plotting ggo versus molality (Figure 11a—c; f refers to
the heat capacity form of the Debye—Huckel term defined
by eq 19). Figure 11 shows that gg is linear with molality
at all temperatures for which there are data.*®>’ The
published values of ﬁ(h%ﬂ from both Lemire and Hovey are
similar to those obtainable from Figure 1la. However,
values of C°°¢ are somewhat different at T > 298 K (Table
4). Note that at 328 K the values of C obtainable via eq
33 and Figure 11b are more negative than the published
values in Hovey® and Lemire et al.” by as much as 4 J mol—!
K~1. The only data at 373 K are those of Lemire et al.,”
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Table 4. Comparison of C;; and B9 Derived from
Figures 1la—c with Values from Hovey® and Lemire et
al.”

Cho 10°33t10, Cho 10%63¢1o,
ref  Jmol7t K1 kgmoltK=2 JmoltK™1 kgmol-tK™2
Figure 11a from ref
6 —24.7 —-7.3 —25.9 —10.7
7 —28.0 -5.6 -27.8 -6.3
Figure 11b from ref
6 -5.2 0.3 -3.8 2.9
7 —10.6 25 —6.4 1.4
Figure 11c from ref
7 —-21.2 6.7 —24.9 4.1
(0)J

and Figure 1lc supports values of C‘;"d, and Byx more
positive than the published values.

Through rearrangement of eq 18 as
Up = —[m{ Cp,¢/(RT2) -

CoJ(RT?)} — £)2m? =

O+ pDg(x) (34)

it can be demonstrated that the heat capacity data can also
be fit with S0 (Figure 12a—c). That the intercepts pass
through or very near zero demonstrates that the model
does not warrant both g% and 3. While arguments can
be made for the use of either SO% or g2, the choice
should not be arbitrary, as it affects the fitted value of
; for example, it can be seen from eq 34 that C; ne and
(%J are not independent if g = 0. Since Y produces
somewhat lower residuals and the model behaves more
reasonably in extrapolations to higher molalities, we chose
to use it rather than 0.
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Figure 12. Deviation function gs; plotted against g(x) as defined
by egs 4 and 34. Note that g(x) increases as m decreases [(O) refs
4 and 5; (@) ref 7]: (a) 298 K, (b) 328 K, (c) 373 K. (—) Isothermal
fits to the combined heat capacity data*>7 with the data weighted
as m~%; intercepts give S5, and slopes give B, For the
isothermal fits, values of ﬁH)c,o are (a) 2.4 x 1077, (b) —5.9 x
1077, and (c) —1.2 x 10 and values of,BHCIO are (a) —2.8 x 1073,
(b) —2.8 x 107%, and (c) 3.3 x 1075 (---) This study, from our
polythermal fit to the combined datasets of Table 1; values of
Biiio, are (a) —3.004 x 1075 (b) —1.099 x 1075, and (c) 1.184 x
1075. Hovey's data cause ﬂ ticio, t0 be more negative than if
guided only by Lemire’s data, and our model at 373 K is consistent
with this tendency (e.g., compare range of values obtainable from
respective studies per this figure with Figure 7c).

We believe that both the Lemire’ and Hovey® heat
capacity models are overfit in their temperature depend-
encies. Both of the former models use a temperature
dependence for the adjustable parameters of the form

Q’ =c¢, + ¢ /(T — const) + ¢, T (35)

where const refers to 190 K for Hovey® and 0 K for Lemire’
and cz is nonzero in both models. This form requires a T3
dependence on A in egs 5, 8, and 9 while other systems
such as HCI(aqg)®® and KCl(aqg)3* show nearly linear or T~1
dependencies on 8 in this temperature range; g for
NaCl(aq) does not have a cubic form below about 523 K.2°

Finally, it is interesting to note that our model repro-
duces the heat capacity data with five fit parameters versus
nine in the Hovey® model and six in Lemire’s” model. Note
that our a; terms cancel in eqs 20b—c, leaving only the ay,
as, and ap; terms in C, and the a; and a, terms in A
such that S0 = 29872(2q4/T, + 6q4). In addition, our
model reproduces both the activity coefficient and deriva-
tive property data with a total of 15 fit parameters versus
30 in the Hovey® model, which reproduces only the heat
capacity and volumetric data.
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Conclusion

At m =< 6 mol kg~! and temperatures near 298 K, our
model is not substantially different from the Pitzer—
Mayorga? and Silvester—Pitzer?” activity coefficient and
enthalpy models. The significant contribution of this study
is made through the inclusion of a larger array of activity
coefficient and derivative property data (e.g. enthalpy, heat
capacity, and volumetric) into a self-consistent model which
reproduces the aqueous phase thermodynamic data over
the full range of temperatures and pressures at which data
currently exist. This study also serves to illustrate that
additional thermodynamic measurements, particularly
derivative property measurements, are warranted for this
system. Consequently, it is anticipated that our model will
eventually be obviated though this study should serve as
a useful guide to subsequent experimental work and
thermochemical model development for this system.

Supporting Information Available:

Tables of numerical values of the various thermodynamic
quantities and Qy,’s (i referring to null, L, J, and V) tabu-
lated at regular intervals of temperature (and molality for the
property values). This material is available free of charge via
the Internet at http://pubs.acs.org.
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