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SOME ZE.OLITF. EQUILIBRIA WITH
ALKALI METAL CATIONS
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Richland., Washington

ABsTRAcT

Cation exchange equilibria for natural zeolites (erionite, clinoptilolite and phillipsite)
and the synthetic zeolites (Linde AW-300, AW-400, AW-500, 13X, 44 and Norton Zeolon)
in the systems sodium-cesium, potassium-sodium and potassium-cesium are presented along
with derived thermodynamic data. Gibbs free-energies and enthalpies for the various ex-
change reactions were relatively small. Reaction enthalpies diminished as the sizes of the
two exchanging cations approached one another. Thermodynamic data proved to be useful
in several cases for interpretation of zeolite equilibria but proved to be most valuable when
used in correlation with other properties of the zeolite exchange systems.

INtnooucrrow

Several process applications of zeolites for specialized cation exchange
reactions have recently been proposed including cesium removal from
highJevel radioactive wastes with clinoptilolite (Nelson et al., 1960;
Tomlinson, 1962; Nelson, 1963) and the use of several synthetic zeolites
as media for packaging and storage of radioactive isotopes (Tomlinson,
1962). It is necessary to know more about specific cation exchange equi-
l ibria than is presently known in order to select the best zeolite for a given
application.

Barrer (1950) qualitatively determined the ion exchange properties of
mordenite, analcime and chabazite. The ion-exchange properties of anal-
cime and leucite were investigated further by Barrer and Hinds (1953)
who reported several binary isotherms. Barrer and Sammon (1955) gave
several binary isotherms for chabazite and derived related thermo-
dynamic data. Barrer et al. (1956) determined the alkali metal and alka-
line earth metal cation replacement series on a synthetic faujasite. Barrer
and Meier (1958 and 1959) related the structure of Type A zeolite to its
ion-exchange properties. Meier (1961) determined the crystal structure of
a natural mordenite and accounted for the difficulty with which cations
above 4.0 A in diameter are adsorbed by mordenite (Barrer, 1954), postu-
lating "stacking faults" within the mordenite crystal. Ames (1963) deter-
mined the mass action relationships of several zeolites in the region of
high competing cation concentrations.

With the exception of the work of Barrer and Sammon (1955) on cha-
bazite and Barrer and Meier (1959) on 4A, l i tt le detailed thermodynamic
work has been done on the cation exchange equil ibria of zeolites. A con-
sideration of the thermodynamics of cation exchange equilibria would
appear to be helpful in understanding the cation exchange properties of
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zeolites. Consequently, the thermodynamics of several alkali metal cation

exchange equilibria were derived and the results reported herein.

MBrnops oF fNVESTTGATToN

The clinoptilolite used in this study was obtained from two difierent

locations, Hector, California and John Day, Oregon. The clinoptilolite

from Hector, California, was described previously (Ames, 1963). Impuri-

ties included qtartz, feldspar, unaltered glass, secondary halite and small

amounts of montmorillonite and calcite (zero to three per cent by weight

calcite in selected material). Consequently, the Hector clinoptilolite was
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contacted for one hour with ten per cent nitric acid to remove calcite and

other acid-soluble contaminants prior to normal cation-basing procedure.

The other clinoptilolite was obtained from the Deep Creek Tufi of the

John Day Formation (Fisher, 1952; IJay, 1962), Oregon. The Oregon

clinoptilolite was relatively free of impurities except for minor amounts of

plagioclase and unaltered glass. The average Oregon clinoptilolite purity

was 95 per cent or greater, as shown by the 2.0 meq/ g capacity in Table 1.

Part of the Oregon clinoptilolite was contacted with ten per cent nitric

acid to determine the effect of acid treatment on cation exchange proper-

ties.
The erionite and phillipsite used in this study were from Pine Valley,

Nevada, and averaged 90 per cent or greater in purity.

Several synthetic zeolites were obtained as one-sixteenth-inch diame-

ter, sodium-based pellets from the Linde Company of Tonawanda, New

York. Included were 13X,4AXW, AW-300, AW-400 and AW-500. The

Norton Company of Worcester, Massachusetts, supplied one-eighth-inch,

Tasr,n 1. Znotrct PnoprntrBs
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sodium-based Zeolon pellets. Table I gives some of the pertinent proper-
ties of the zeolites used in this study.

Zeolites used in the equilibrium experiments were based with satu-
rated, reagent-grade chloride solutions of the desired cations. Zeolites
already based with sodium were rebased with sodium chloride solution in
several contacting steps (Ames , 1963). The zeolites were thoroughly
washed with distilled water which was tested for chloride ion with silver
nitrate solution. A final test for chloride ion was conducted on the dis-
tilled water after two days of contact with the zeolite. A negative chloride
test was indicative of minimum NaCl inclusion.

Cation exchange capacities were determined by a double tracing tech-
nique. Weighed, sodium-based zeolite samples in polyethylene bottles
were contacted with a solution containing 0.1 /ir CsCl plus 0.1 1/ NaCl
plus Cs13a tracer to determine cesium removal. Cesium-based zeolites,
corrected for the sodium-cesium weight differential, were then contacted
with a solution containing 0. 1 I/ CsCl plus 0.1 1/ NaCl plus Na22 to deter-
mine sodium removal onto the same zeolites. Total zeolite capacity perti-
nent to the study of cesium, sodium or potassium equilibrium systems
was assumed to be the sum of cesium plus sodium loading. A higher ca-
pacity could have been obtained in some instances if capacities were
determined with smaller size or different valence cations (Barrer, 1959;
Barrer and Sammon, 1955).

At least two days of contact time in a controlled-temperature shaking
bath were allowed to assure equilibrium between zeolite and solution.
High specific activity Na22 and Cs13a were used to trace the equilibrium
solution. Solution-to-zeolite ratios were adjusted to yield statistically
reliable Csl3a and Na22 counting rates in the equilibrium solution. Zeolites
were originally based with the untraced cation in the system. For ex-
ample, in the system potassium-sodium-Na22, the zeolites were originally
potassium-based. The total capacity of the zeolite minus the amount of
traced cation removed from the equilibrium solution was assumed to
represent the amount of traced cation on the zeolite. Eight to twelve
points were determined on each isotherm by varying the ratios of con-
tacting cations. The equilibrium solution was held constant at a total
normality of one. Errors introduced by zeolitic salt inclusion probably
were less than one per cent (Barrer and Meier, 1958). A determination of
equilibrium relationships in the sodium-cesium system at a total solution
normality of 0.1 resulted in essentially the same equilibria after solution
activity corrections, confirming that salt inclusion was not a major prob-
lem.

Because the equilibrium solution was one normal, it was necessary to
determine mean activities of the two salts. Onlv the ratios of cations were



130 L. L, AMES, JR.

varied so that Glueckauf's equation (1949) was employed to determine
mean activities. Figure 1 is a graph of the mean activity coefficients of
NaCl, KCI and CsCl from Conway (1952) used in this study. Note that
concentration is expressed in molality rather than normality. An error of
between two and three per cent was introduced in the worst possible case
at a molality of one for one of the salts (CsCl) by direct application of
molal activity coefficients. Consequently, the molal activity coefficients
were directly applied to equilibrium solution concentrations. The use of
mean activity coefficients to correct equilibrium solution cation concen-

o.s  d

Frc. 1. The mean activitv coefficients for NaCl. KCI and CsCl up to one molal tn

concentration (Conway, 1952).

trations is a first step in the determination of a rational thermodynamic
equilibrium constant for the reaction. It is also necessary to determine
activity coefficients for the cations on the zeolite (Helfierich, 1962). For
example, given the reaction for the zeolite phillipsite for which the equi-
Iibrium data are shown in Fig. 2, K,"n1i6"f Nosol'tionJNozeolite* Ksolurioar

the mass action quotient uncorrected for solution activities is (Na,) (K")/
(K,)(Na"). Table 2 gives several of the mass action quotients from the
data of Figure 2, the associated mean activity coefficients from Fig. 1,
and the corrected mass action quotient, or 3Cc. The fraction of potassium
on the zeolite (K,) is equal to one minus the fraction of sodium on the
zeolite (Na,). The normality of potassium in the equilibrium solution
(K") equals one minus the normality of sodium in the equilibrium (Na")
because the total normality of the equilibrium solution is constant at one.

Figure 3 shows a plot of log JCc os. Na, that was used to derive activity
coeficients for potassium and sodium on the phillipsite according to the
method of Ekedahl et al. (1950).In the example given in Fig. 3, -log f6,
aL 0.4 Na, (or 0.6 K,) is the non-cross-hatched area under the curve from
0.0 Na, to 0.4 Na,. Likewise, -log fno, at 0.6 K, is the non-cross-hatched

M  o l o l i t y
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Frc. 2. The 25o C. isotherm for the reaction K,*Na"+Na,f K" with monoclinic
phillipsite. Total equilibrium solution normality was constant at one.

Na,:1u.1iotr of sodium on the zeolite.
Na":f1u.1ion of sodium in the equilibrium solution.

area under the curve from 0.0 K, to 0.6 K,. The activity coefficients are
graphical solutions to an equation of the type ln fNu.: -K, ln Kcltf i".
ln JCc d Na, (Helfferich, 1962, p. 196) in decadic logarithm form, where

fN,, : the activity coefficient of sodium on the zeolite.

Tlsr,r 2. DnrnnurxerroN or ,q, Connrcrro Mnss AcrroN euorrnrr, JCc, rnou
Mlss Acrror QuounNr Tnnoucn Usr or. Soorrnr awn porassruu Mnan

Acrrwrv CorlrrcrnNrs, fNocr Ar,tD fxcr
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K z
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Frc. 3. A graph of the 1og of the corrected mass action quotients JCc) from Table 3 as'

potassium fraction on the zeolite (K,) and sodium fraction on the zeolite (Na). In the ex-

ample given, the non-cross-hatched area to the right of the curve from 0.0 to 0.6 K, is the

negative log of the activity of sodium on the zeolite (-1og fx') at Kz:0.6. The non-cross-

hatched area to the left of the curve is the negative log of the activity of potassium on the

zeolite (-log f6,) at Na,:0.4.

K, : the equivalent fraction of potassium on the zeolite.

Na, : 11t" equivalent fraction of sodium on the zeolite, and

Kc : a" mass action quotient corrected for solution activities.

Figure 4 is a graph of sodium and potassium activity coefficients on the
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Frc. 4. A graph of the activities of sodium on the zeolite (frq",) and potassium on the

zeolite (fx,) zs. sodium on the zeolite (Na,) and potassium on the zeolite (K,) for phillipsite.

These data are derived from Fig. 3.

zeolite computed frorn Fig. 3. As shown in Table 3, the activity coefi-
cients may be used to compute an average rational thermodynamic equi-
l ibrium constant, 3C. The reader wil l note that in the derivation of the
rational equil ibrium constant, several assumptions were made. Cation
activity coefficients, as usual, were considered to be unity- in infinitely-
dilute solutions. The zeofite, however, was treated as a solid solution of
sodium-zeolite and potassium-zeolite, and the monoionic end-members,
pure sodium-zeolite and potassium-zeolite, were assumed to have activity
coefficients equal to unity. There are other standard and reference states
that one may choose to describe exchange reactions. The reader is re-
ferred to Helfferich (1962) for a detailed account of other data treatment
methods.

A standard reaction enthaipy, AH0, may be derived from the effect of
heat on the equii ibrium constant, K,by use of a standard equation,

o'5 o'

Ko
loe -" K r

aHo (T, - Tr)
(2.303) (R) (Tr) (T,)

(Daniels and Alberty 1961).

If the reaction enthalpy is negative, JCz is smaller than K1; i.e., a tempera"-
ture rise lowers the equil ibrium constant, all other things being equal.

A Gibbs standard free-energy, AGO, may also be calculated for the
reaction with the use of the relationship, AGo:RT ln K (Daniels and
Alber ty ,1961).

If AG0 is negative, the exchange reaction is favorable; i.e., K is greater
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than 1.0. The reaction entropy, AS0, may also be determined using the
relationship, AG0:AHO-TAS0 (Daniels and Alberty, 1961). However,
reaction entropies for exchange reactions are diff icult to interpret and, for
that reason, have been omitted.

The accuracy of AG0 determination (and hence 5C) for a given reaction
can be checked by the determinations of the Gibbs free-energy of two
other related exchange reactions. For example, with phil l ipsite, the Gibbs
free-energy for the reaction K,-+Cs,, minus the Gibbs free-energy for the
reaction K,-Na, should equal the Gibbs free-energy for the reaction
Na,--+f5,, or from Table 5, (-1000 cal/mole)-(+1000 cal/mole)
:(-1900 cal/mole). Several redeterminations of cation exchange iso-
therms have indicated an average error of 100 cal/mole in the rounded
values of AGo given in Table 5.

RBsur,rs

The isotherms for the reaction K,*Na"---+Na,*K" are presumed to be
of primary interest to mineralogists and geologists because most natural

Frc. .5. The 25o C isotherm for the reaction K,fNa"+Na,*K" with AW-400. Total

equilibrium solution normality was constant at one.
Na,:1ru.tion of sodium on the zeotite.

Na":fraction of sodium in the equilibrium solution.

Fto. 6. The 25" C. isotherm for the reaction K,*Na"+Na,*K" with Nevada erionite.
Total equilibrium solution normality was constant at one.

Na,:1tu.rlotr of sodium on the zeolite.
Na":1.u.,iotr of sodium in the equilibrium solution.

Frc. 7. The 25' C. isotherm for the reaction K,*Na*+Na,*K" with AW-500.
Total equilibrium solution normality was constant at one.

Na,:fraction of sodium on the zeolite.

Na": 6.u.,totr of sodium in the equilibrium solution

Frc. 8. The 25' C. isotherm for the reaction K,*Na"+Na,f K" with Hector

clinoptilolite. Total equilibrium solution normality was constant at one.

Na,:1tu.,iotr of sodium on the zeolite.

Na":1.u.1ion of sodium in the equilibrium solution.

Frc. 9. The 25" C. isotherm for the reaction K,*Na"+Na,*K" with 4AXW.
- Total equilibrium solution normality was constant at one.

Na,:lru.ttotr of sodium on the zeolite.

Na":1.u.,iotr of sodium in the equilibrium solution.

Frc. 10. The 25' C. isotherm for the reaction K,*Na"+Na,*K" with Zeolon.

Total equilibrium solution normalitl' was constant at one.

Na,:1.u.,iotr of sodium on the zeolite.

Na":1.u.,'on of sodium in the equilibrium solution.

I J J
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zeolites are predominantly based with sodium and potassium. The so-
dium-potassium isotherms at 25o C. are given for AW-400, erionite,
AW-500, Hector clinoptilolite, 4AXW and Zeolon in Figures 5 through
10, respectively. AW-300 and 13X isotherms at 25" C. are given for three
reactions Figures l l, 12 and 13 show equil ibrium results obtained with
AW-300 in the systems potassium-cesium, sodium-cesium and potassium-

sodium, respectively. For the same systems in the same order, Figs. 14, 15

and 16 show 13X equil ibrium results.
The equilibrium constant data are summarized in Table 4. The ex-

change reaction is identif ied along with the temperature. Table 5 gives

the derived thermodynamic data.

DrscussroN

An accurate determination of zeolite capacity is a prerequisite to the

study of zeolite cation equilibria. The accuracy of the capacity data given

in Table 1 can be confirmed in part by some simple calculations. The

chemical composition of Type A is fairly constant, and approximate

Frc. 11. The 25o C. isotherm for the reaction K,*Cs,+Cs,*K" with AW-300.

Total equilibrium solution normality was constant at one.

Cs,:fraction of cesium on the zeolite.

Cs":1ru.,'otr of cesium in the equilibrium solution.

Frc. 12. The 25o C. isotherm for the reaction Na"f Cs"+Cs,*Na" with AW-300.

Total equilibrium solution normality v/as constant at one.

Cs,:1tu.,'otr of cesium on the zeolite.

Cs":fraction of cesium in the equilibrium solution.

Frc. 13. The 25'C. isotherm for the reaction K,*Na"+Na,f K" with AW-300.

Total equilibrium solution normality was constant at one.

Na,:1.u.,iotr of sodium on the zeolite.

Na":1tu.,iotr of sodium in the equilibrium solution.

Fro. 14. The 25o C. isotherm for the reaction K,*Cs"+Cs,*I( with 13X.

Total equilibrium solution normality $'as constant at one'

Cs,:fraction of cesium on the zeolite.

Csu:;.u.,'ott of cesium in the equilibrium solution.

Frc' 15 The 25" c' isotherm for the reaction Na'*cs"+cs'*Na" with 13X'

Total equilibrium solution normality was constant at one.

Cs,:1.u.,iotr of cesium on the zeolite.

Cs":1ru.,ioo of cesium in the equilibrium solution.

Frc, 16. The 25' C. isotherm for the reaction K,tNa"+Na,tK" with l3X.

Total equilibrium solution normality was constant at one.

Na,:fraction of sodium on the zeolite.

Na":fraction of sodium in the equilibrium solution.

I J '
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Tlm,n 4. Equrrrlmulr Dere. Tnn NorerroN K,-Cs, Mrlxs rnn Excrrexcr or
Porassrulr on rrrn Zroure ro Cnstuu oN rrrn Zrolrm, K,+92, MrlNs rnr
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NazO . AlzOa. 2SiOz (Breck , et al., 1956), unhydrated and without binder.
The above oxide formula contains 16.2 weight per cent sodium, about the
same value found by Barrer and Meier (1958) for Type A. The 0.162 g of
sodium per g of 4A, gives the 4A a capacity of 7.0 meq/g, assuming that
all the sodium is exchangeable. However, the binder and adsorbed water
lower the 4AXW capacity per unit weight by 40 per cent to 4.2 meq/ g.
Furthermore, cesium cannot enter the smaller sodalite-type cages found
in Type A (Barrer and Meier, 1958), so that one-thirteenth of the remain-
ing theoretical capacity is lost as a result of the previously-described
double-tracing technique for capacity determinations. The resulting
capacity should be reduced lrom 4.2 meq/ g to about 3.9 meq/ g, which is
the capacity for 4AXW given in Table 1.

Likewise, from the chemical analysis of Oregon clinopti lolite given by
Hay (1962), the total capacity should be 2.3 meq/ g if all the potassium
sodiurn and calcium is exchangeable. The actual capacity obtained was
2.O meq/ g. There is also good agreement between the computed and
actual capacities of the other zeolites. It shouid be emphasized, however,
that zeolite capacities can vary for many reasons including differences in
chemical composition, binding agents, water content and the occurrence
of non-stoichiometric adsorption. The capacities given in Table 1 apply
only to the particular zeolite samples used in this study.

It is evident from an inspection of the sodium-potassium results shown
in Figs. 2, 5 through 10, 13 and 16 that the majority of zeolites studied
prefer potassium to sodium cations. Yet potassium is usually present to a
lesser extent than sodium on the exchange sites of natural zeolites. Per-
haps the example of sea water in contact with a philiipsite would illus-
strate why phillipsite normally would be loaded predominantly with
sodium.

According to Rankama and Sahama (1950), the average sea water
composition contains 0.495 lI Na+ and 0.00972 1/ K+. Neglecting the
efiects of all the other constituents of sea water on K+ removal onto phil-
lipsite and solution activity coefficients, the ratio of Na+ in the equilib-
rium solution to Na+ plus K+, or

Na"

Na" * K" 0.495 + 0.00972

or 0.981. We may read directly from Fig. 2, since the equil ibrium solution
was constant at one normal, that about 86 per cent of the phillipsite
cation load would be Na+ and 14 per cent K+ from an equilibrium solu-
tion containing 98.1 per cent Na+ and 1.9 per cent K+. Less than 14 per
cent K+ may be loaded on the zeolite if the other cations in sea water are
considered. It should be emphasized, however, that the phil l ipsite oi Fig.
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2 represents the monoclinic modification (Barrer, et al., 1959). Other
phillipsite modifications would yield other cation exchange equilibria.
Changes in the sodium to potassium ratio of the equilibrium solution
would cause corresponding changes in the fraction of potassium and
sodium on the zeolite. The reader should also keep in mind that this study
was with the chloride salts of the various cations. If the less-dissociated
carbonate salts were used, for example, the equilibria curves would be
different than those for the same chloride salts. Since the approach to
equilibrium of the zeolites derived from altered tuffs is relatively rapid,
the supposition that the present exchangeable cations represent the origi-
nal exchangeable cations is a shaky one.

The phillipsite equilibrium data illustrate another general point con-
cerning zeolite equilibria. As the loading of a given cation onto a zeolite
proceeds, the selectivity of the zeolite for that cation decreases. Table 2
shows that the mass action quotient of phil l ipsite for sodium decreases
with the amount loaded on the zeolite. All of the other zeolite equilibria
seen in Figs. 5 through 16 show the same decreased selectivity with in-
creased cation loaded on the zeolite. Irregular exchange isotherms are the
rule for the majority of zeolites studied to date.

The synthetic mordenite, AW-300, yielded unusual exchange isotherms
in the potassium-cesium, sodium-cesium and potassium-sodium systems
as seen in Figs. l l ,12 and 13, respectively. Highly irregular isotherms for
the potassium-cesium and sodium-cesium are apparent, whereas the
potassium-sodium isotherm is less irregular. Upon examination of the
"equil ibrium constants" derived from the above potassium-cesium and
sodium-cesium isotherms and shown in Table 5, it is seen that equil ibrium
probably was not attained.

According to Meier (1961), "stacking faults" in the mordenite crystal
may reduce the size of the diffusion channels to about 4.0 A. Using
Ahren's cation radii data (1952), the sum of Cs+ and K+ diameters is
6.00 A, Cs+ plus Na+ is 5.22 Land K+ plus Na+ is 4.54 A. I i ttre smallest
diffusion channels are 3.0 to 4.0 A, kinetic difficulties could be forecast for
exchange in the sodium-cesium and potassium-cesium systems, especially
with the equil ibrium solution compositions of Figs. 11 and 12 where it
would be most l ikely that equal quantit ies of both cations would be in the
difiusion channels at the same time.

Another, and less likelv, explanation of the isotherms of Figs. 11 and 12
is that the smallest difiusion channels in AW-300 are less than 3.0 A in
diameter, and exclude 3.34 A diameter Cs+. If the AW-300 did have less
than 3.0 A diffusion channels, the cesium capacity would be extremely
Iow. We must assume that the first explanation postulating kinetic diffi-
culties is correct because the cesium capacity of AW-300 is 1.6 meq/g.
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The increase of the "equilibrium constant," K, at 70" C. for the sodium-
cesium system is further indication that equil ibrium was not reached at
25o C, and that the problem is a diffusional one.

Zeolon, a mordenite without the "stacking faults" of AW-300 (Anony-

mous, 1962), yielded normal sodium-cesium and potassium-cesium iso-
therms as shown by the derived thermodynamic data of Table 5. The
Gibbs free-energies for the three related equilibria on Zeolon balance
within the experimental error as required, while those for AW-300 fail to
balance by a wide margin. The Gibbs free-energies for the three exchange
reactions are related by (K,--+Cs,)-(K,->Na,):(Na,--+Cs,), or for
Zeolon (-900) - (+ 1100) : (- 2000), and AW-300, assuming that equi-
l ibrium was reached, (+300) - (+ 1800) + (- 400). The thermodynamic
data derived from the AW-300 sodium-cesium and potassium-cesium
isotherms are, of course, valueless because equil ibrium was not achieved.

Several sigmoidal, or S-shaped isotherms were obtained during the
present investigation, notably with 4AXW and 13X (Figs. 15, 16). The
sigmoidal isotherm contains a selectivity reversal, 'i.e., the mass action
quotient changes from greater than one to less than one as zeolite loading
proceeds. Synthetic faujasite, or 13X, is a zeolite with very accessible
anionic or exchange sites (Barrer , el aI.,1957; Broussard and Shoemaker,
1960). The smallest dimension through which cations must diffuse to

accomplish exchange is about 9 A. The dimension inside the main cavity

containing the available anionic sites varies from 13 to 20 A. There is,

therefore, ample room for all alkali metal cations, including cesium, to

reach the exchange sites in 13X. It is interesting to note, however, that

the sodium-cesium and potassium-sodium isotherms of Figs. 15 and 16

are irregular or sigmoidal in form, whereas the potassium-cesium iso-

therm of Fig. 14 is the least irregular.
Apparently cesium and sodium and potassium and sodium do not

occupy energetically equivalent sites on 13X (Barrer and Sammon, 1955;

an hypothesis supported by studies on polyfunctional resins (Helfferich,

1962, p.133). The form of the isotherm is a function of the difference in
site energies between cesium and sodium and potassium and sodium,
which in turn is related to cation size differences.,For example, the dif-

ference in the diameters of Cs+ and Na+ is 1.46 A according to Ahrens
(1952), and the resulting isotherm is markedly sigmoidal. The difference
in the diameters of K+ and Na+ is 0.78 A, and the isotherm is less sig-
moidal in form. The diameter difference between Cs+ and K+ is 0.68 A'

and the isotherm is nearly regular. Apparently the 0.68 A diameter dif-
ference is not large enough to cause the Cs+ and K+ bonding sites in 13X
to be greatly energetically dissimilar. The selectivity reversal occurs as it

becomes increasingly difficult for the incoming cations to find energeti-
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cally favorable positions. One may begin with either the larger or smaller
cation initially on the zeolite. The exchange isotherm is sigmoidal in either
case.

Barrer and Meier (1959) and Helfierich (1962) have derived expres-
sions from similar assumptions describing the energetic relationships of
two cations on a zeoiite such as 13X. Barrer's expression is ln JCc:ln K
+C( l -28,) ,  where JCc: the mass act ion quot ient  corrected wi th solu-
tion activity coeffi.cients,

JC : a rational thermodynamic equilibrium constant.

C : a c o n s t a n t , a n d

B, : the fraction of cation B on the zeolite from the expression. A, + B" + B, * A".

Table 6 shows four computations of "C" using Barrer's expression to
describe the isotherm for potassium-sodium on 13X. The results are fair.

Tanr,n 6. DorrnlrrN,qrrom or SouB Vlruos ron "C" rN rnn Expnnssrox ln JCc:ln
JC-|C(1-2Na,) lon rnn 13X Porassruu-Sooruu Isorrenu

Average K

o . 2
0 . 4
0 . 6
0 . 8

1.464
0.854
0.502
0 . 3 6 7

o .674 +r .2
+ r . 4
+ 1 . 1

An attempt to describe the isotherm for sodium-cesium was totally un-
successful. The constant "C" was no longer even fairly constant, yielding
"C" values with opposite signs. Within the experimental error of 100
cal/mole, AG0 values balance as required for the three related exchange
reactions, and it is assumed that the three isotherms are essentially cor-
rect. Apparently Barrer and Meier's third case (p. 140, 1959), where
dlog Kc/dBula constant, is not uncommon.

Several generalizations concerning zeolite cation exchange equilibria
may be drawn from the thermodynamic data of Table 5. A comparison of
the reaction enthalpies and Gibbs free-energies of Table 5 with those of
most chemical reactions show that considerably less energy is involved in
zeolit ic ion exchange reactions. Reaction enthalpies of greater than 15
Kcal/mole are usual for chemical reactions.

As the cations approach each other in size, the thermodynamic equi-
Iibrium constant, JC, decreases. The K for the reaction Ku--+Cs, was
generally less than the JC for Na,--+fs,. Raising the temperature of an
equil ibrium system can cause JC to increase, decrease or change very
litt le. The effect of heat was a function of whether or not the JC was

SsowN rx Frcunr 16
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favorable, or greater than one. For example, the 3C of the reaction
Na,---+Q5, for 13X and 4AXW were unfavorable and slightly increased
by raising the temperature while the JC of the same reaction for nearly
all the other zeolites was highly favorable and appreciably reduced by
raising the temperature. As the size of the two competing cations ap-
proached one another, the efiect of a temperature rise on equilibrium
constants was reduced. The JC for the reaction K,-+Cs, was much less
efiected to 70o C. than the K of the reaction Na,->f,5,.

Zeolon and AW-300 are both mordenite-type structures (Keough and
Sand, 1961). Zeolon, however, lacks the "stacking faults" of natural
mordenite and AW-300 (Anonymous, 1962). Comparable equil ibrium
data are available only for the reaction K,-+Na,. A comparison of the
Gibbs free-energies for the K,-Na, reaction with Zeolon and AW-300
shows that there is a considerable difierence. The relatively large free-
energy difference for the same exchange reaction is caused by the pres-
ence of the AW-300 "stacking faults." As far as cation exchange is
concerned, Zeolon and AW-300 behave like two different zeolite struc-
tures. For contrast with the above situation, note the close agreement
of the free-energies of AW-400 (synthetic erionite) and natural erionite
for the reactions K,-Na,, and Na,--+Cs,. The Na,---+(ls, reaction enthal-
pies of AW-400 and erionite also are the same, indicating that the two
zeolites are structurally and compositionally very similar. The two
clinoptilolite samples also are of interest as the Na,---+fs, reaction
enthalpy of the Hector clinoptilolite is considerably larger than for the
same reaction of Oregon clinopti lolite. Experimental work to date on,
the synthesis of clinoptilolite indicates that considerable compositional
variation is possible while maintaining the clinoptilolite structure (Ames,
1963). An Oregon clinopti lolite analysis reported by Hay (1962) indi-
cates that the Oregon material is at the low-sil ica end of the clinop-
tilolite series. The higher capacity of the Oregon clinoptilolite supports
the low-silica premise. The similarity in Gibbs free-energy for the
Na,---+Qs, reaction with Hector and Oregon clinoptilolite suggests that
there are no essential structural differences between the two clinoptilo-
l ites, and none was found.

There are clearly many similarities as well as differences in the thermo-
dynamic data. It may be concluded that while the thermodynamic data
are certainly helpful in interpretation and understanding of zeolitic
cation exchange equilibria, one should not rely solely on such data. AII
related compositional, structural and kinetic data must be included as
well if complete understanding of zeolite equilibria is to be achieved.
The thermodynamic data are of limited value unless correlated with
other physical and chemical properties of the zeolite-cation system.
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