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Abstract. The overall extraction constant&’§) of uni- and bivalent metal picrates with 15-(2,5-
dioxahexyl)-15-methyl-16-crown-5 (L16C5) were determined between benzene and wate€ at 25
The K values were analyzed into the constituent equilibrium constants, i.e., the extraction constant
of picric acid, the distribution constant of the crown ether, the stability constant of the metal ion—
crown ether complex in water, and the ion-pair extraction constant of the complex cation with the
picrate anion. Thé e value decreases in the orders’Ag Na* > TI* > K* > Li* and PB+ > B&+

> SP* for the uni- and bivalent metals, respectively, which are the same as those observed for 16C5.
The extraction selectivity was found to be governed by the selectivity of the ion-pair extraction of the
L16C5-metal picrate complex rather than by that of the complex formation in water. The extraction
ability of L16CS5 is smaller for all the metals than that of 16C5, which is mostly attributed to the
higher lipophilicity of L16C5. Differences in the extraction selectivity between L16C5 and 16C5
were observed for the bivalent metals but little for the univalent metals. The side-arm effect on the
extraction selectivity was interpreted on the basis of the negative correlation between the effect on
the complex stability constant in water and that on the ion-pair extraction constant.

Key words: solvent extraction, constituent equilibria, ion-pair extraction constant, lariat 16-crown-5,
uni- and bivalent metal picrates, side-arm effect.

1. Introduction

Lariat ethers, which possess cation-ligating side arms, were originally designed to
enhance the cation-binding ability of the parent crown ethers [1]. Higher abilities
in complexation and extraction of cations have been reported for some of them
[2-4]. On the other hand, it has been shown that the complex-stability constants of
15-(2,5-dioxahexyl)-15-methyl-16-crown-5 (L16C5) (Figure 1) with several uni-

* Authors for correspondence.



90 SHOICHI KATSUTAET AL.

Figure 1 Structure of L16CS5.

and bivalent metal ions in water are comparable to the corresponding values of
16-crown-5 (16C5), and that the selectivity is little altered by the side arms [5].

The purpose of this study is to clarify the contribution of the side arms of L16C5
toits extraction ability and selectivity for cations. The overall extraction equilibrium
constants of several uni- and bivalent metal picrates with L16C5 between benzene
and water are determined, and analyzed into four constituent equilibria. Each of
the equilibrium constants is compared with that of 16C5 previously reported [6],
and the side-arm effect is discussed in detail.

2. Experimental
2.1. MATERIALS

The preparation of LL6C5 has been described elsewhere [4]. Benzene, picric acid,
LIOH-H,0, NaOH, KOH, AgNG, TINOg3, Sr(OH)-8H,0, Ba(OH)»-8H,0, and
Pb(NGs), were of analytical grade. The purity of AgNQvas determined by
titration with KCI, and that of TIN@Qand Pb(NQ), with EDTA. The concentrations

of metal hydroxides and picric acid in stock solutions were determined by acid—base
titrations. Benzene was washed three times with distilled water.

2.2. EXTRACTION OF METALS

A 10 mL portion of a benzene solution of L16C5 (4210-°-5.3 x 10~2 mol
dm~3) and an equal volume of an aqueous solution of picric acid¥310—3-1.0

x 10~2 mol dm3) and metal hydroxide or nitrate (42 10-3-1.7 x 10~ mol
dm~3) were placed in a stoppered glass tube (volume 30 mL). The pH of the
agueous solution was adjusted to 2.5-2.7 for Ag, Tl, and Pb, 5.4-7.0 for Sr, and
6.5-8.1 for Ba with nitric acid to prevent the hydrolysis. The tube was shaken in
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a thermostated water bath at 250.2°C for 2 h and centrifuged. This shaking
time was shown to be sufficient to attain equilibrium. For the extraction of Li, Na,

K, Sr, and Ba, the picrate in the benzene phase was completely back-extracted
into 2.0 x 102 mol dm 2 potassium hydroxide solution by 2-h shaking, and
the concentration was determined with a UV spectrophotomgfgk (= 3555

nm, e = 144 x 10* cm™! dm® mol1). For Ag, Tl, and Pb, the metals in the
benzene phase were back-extracted into 0.1 motdnitric acid solution and

the concentrations were determined with an atomic absorption spectophotometer
(Seiko SAS-725). Scarcely any metal picrate was extracted into benzene in the
absence of L16C5. The pH of the aqueous phase at equilibrium was measured with
a glass electrode.

2.3. DSTRIBUTION OFL16C5

A benzene solution (6 mL) of L16C5 (34 10 3-1.2 x 10 2 mol dm3) and

an equal volume of distilled water were placed in a glass stoppered tube (No. 0),
shaken for 2 h at 25- 0.2°C, and centrifuged. A 1 mL portion of the aqueous
phase was transferred into another tube (No. 1) where benzene (12 mL) and an
aqueous solution (11 mL) containing 0.2—0.5 moldrlaOH and 0.02 mol drr?

picric acid were placed. The benzene and aqueous phases in the No. 1 tube were
shaken and centrifuged. A portion (322n) mL of the aqueous phase in the tube
(No.n) and an equal volume of benzene were placed in another tube:(Nd.),

shaken and centrifuged; this procedure must be repeatediuat8 to completely
extract L16C5 in the agueous phase of tube No. 1 as a L16C5—sodium picrate 1:1:1
complex. The picrate in the benzene phase in each tube was back-extracted into an
equal volume of 0.01 mol dn¥ NaOH aqueous solution. The concentration was
determined spectrophotometrically. The total amount of the picrate extracted in a
series of these extractions was calculated and assumed to be equal to that of L16C5
which was distributed into the 6 mL aqueous phase in tube No. 0. The equilibrium
concentration of L16C5 in the benzene phase in tube No. 0 was calculated by
subtracting the concentration in the aqueous phase from the initial concentration
in the benzene phase. The distribution constai () was determined as a ratio

of the molarity of L16C5 in the benzene phase to that in the aqueous phase;
Kp = 858+ 0.20 was obtained as the average of 9 measurements at different
initial concentrations of L16C5.

3. Results

The overall extraction equilibrium of a metal cation’M) with a crown ether (L)
and picric acid (HA) is defined as

M™+ + Lo + mHAg = MLA ,, 0 + m H, 1)
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and the corresponding extraction equilibrium constafy) is written as

[MLA . ]o[HT]™

Ko™ M L AR @

where the subscript ‘0’ and the lack of a subscript denote the species in the organic
and aqueous phases, respectively. The overall extraction constant can be expressed
using the distribution constant of the crown ether, the extraction constant of picric
acid (Kexpa = [HA]o[HT]~Y[A~]~1), the formation constant of a metal ion—crown

ether complex in the aqueous pha&g( = [ML™t][M™*+]~1[L] ~1), and the ion-

pair extraction constant of the complex cation with the picrate aniag§ =

[MLA ,, Jo[ML ]~ HA=]=™):

Kex = KMLKex,ipKS,lLK&TqA- (3)

Since the concentrations of %, ML™* and MA,, in the benzene phase are
negligible, the extracted metal species can be regarded as,Mildne. Then the
distribution ratio of the metal is expressed as

[MLA ,.]o

b= [MmH] + [ML™F] + [MLA ]’

(4)

Assuming that [M**] > [ML™*] + [MLA ,,], Equation (4) can be transformed
into

[MLA . ]o

P e

= KexKeypalLlo[AT]™. (5)

From the mass balance equations, the concentratio’s} IML] , and [A "], are
calculated as follows:

[M™F] = [M]; — [MLA ], (6)
[L]o = ([L]t — [MLA w]o) /(1 + Kp1), (7)
[A7] = ([HA]t — m[MLA 1 ]o) /{1 + (Kua + Kexna)[H']}, (8)

where the subscript ‘t" denotes the total concentration &g, = [HA] x
[H*]17YA~]~L. The values ofKexpa, and Kya at 25C are 247 [7] and 19
[8], respectively.

Plots of log(D/[A ~]) vs. log [L], for the univalentions and those of Id@A ~]?)
vs. log[L], for the bivalent ions are shown in Figure 2. Each plot gives a straight
line with a slope of unity, as expected from Equation (5), proving that the metals
are extracted as MLA complexes.
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Figure 2 Plots of log@D/[A~]™) vs. log [L], for solvent extraction of uni-rg = 1) and
bivalent gn = 2) metal picrates with L16C5. The open symbols denote the univalent metals,
and the filled ones the bivalent metals.

For all the systems except fortjin order to determine th&ey value from
Equation (2) as accurately as possible, the concentratiogsafid [M™*] were
evaluated by solving the following simultaneous equations in which the formation
of ML™* in the aqueous phase is considered:

Lo = (L]t = [MLA uJo) /(1 + Ko + KuL K5t M™]), (9)

[M™F] = ([M]; — [MLA n]0) /(1 + K K1 [L]o)- (10)
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Table I. Summary of the equilibrium constants in the extraction of metal picrates with L16C5 between
benzene and water at 2&.

Cation logKex (Alog Kex)* log Kmct  (Alog Km)*  log Kexip (A 109 Kexip)*
Lit —2.13£0.02 (-0.39)

Na* 1.00+£0.01 (-0.47) 0.65 €0.13) 3.68 (1.00)

K+ —0.48+0.01 (-0.52) 0.3 ¢0.1) 25 (0.9)

Agt 1.72+0.01 (-0.52) 1.12 (0.02) 3.93 (0.80)

TI+ 0.53+0.02 (-0.43) 0.56 €0.17) 3.30 (1.08)

St —0.85+0.02 (~0.85) 2.18 (0.10) 2.69 (0.39)
Ba* —0.50+£0.01 (-0.57) 1.84 (0.00) 3.38 (0.77)
PP+ 0.30+0.04 (-0.86) 1.27 (0.53) 4.75 —-0.06)

*Deviation from the value of 16C5 [6]AlogKex = 10g{ Kex(L16C5)/Kex(16C5); AlogKw =
log{ KmL (L16C5)/KmL (16C5)}; A log Kexip = 100{ Kex,ip(L1L6C5)/Kex,ip(16C5)}.
tCited from the literature [5].

The Ky values used are shown in Table I. For the Isystem, where the
Ky value was not available, the values of’[M] and [L], were calculated from
Equations (6) and (7), respectively. The [HAjRlue was calculated as

[HAJo = (HA) — m[MLA 1 ]o) /{1 + (H] " + Kua) Keiia }- (11)

The Kex and Keyjp Values obtained are summarized in Table I.

4. Discussion
4.1. EXTRACTION SELECTIVITY OF L16C5

In Figure 3, the logKey, l0g Kexjp, and log Ky values are plotted against the
crystal ionic radii [9] of the metals. Th&,, value decreases in the order Ag
Nat > TI* > KT > Li* for the univalent metals and Pb> Ba*™ > SP* for the
bivalent metals, which are the same as those observed for 16C5. Assuming that the
cavity size of L16C5 is comparable to that of 16C5 (cavity radius = 0.9 E [10]), the
size-fit concept, i.e., the metal which is more closely fitted into the crown cavity is
more extractable, can successfully explainhg order for the alkali metals, Na
> K* > Lit, but not the order Ag > Nat, TIt > K+, Pt > SPt, and B&* >
SrPt,

According to Equation (3), the extraction selectivity expressed as a difference
in log Kex between two metals is determined by the differences inHgg and
in log Kexjp.- The Ky value decreases in the ordersAg Na* > TI™ > K* and
St > B&t > PP+, The sequence dfy,. for the univalent metals is consistent
with that of Ky but opposite for the bivalent metals. Thgy, value decreases as
AgT > Na' > TIT > K+ for the univalent metals and Pb> B&t > St for the
bivalent metals. The sequencesiyp for the univalent and bivalent metals are
both consistent with those &fey. Therefore, thé(., order for the bivalent metals is
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Figure 3 Plots of logKex, 109 Kexip, and logKw. vs. crystal ionic radiusD) @: Kex [
B Kevip; A A: Kui. The open symbols denote the univalent metals, and the filled ones the
bivalent metals.
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governed by théeyjp Order alone. Although th& e, order for the univalent metals
depends on both th&y andKeyjp orders, the difference in lofex between the
metals, except for the case of AdNa", is more dependent on the difference in
log Kexjp than that in logKy . In conclusion, the extraction selectivity for the
uni- and bivalent metals is governed by the selectivity of the ion-pair extraction of
the L16C5—metal picrate complex rather than by that of the complex formation in
water.

4.2. OMPARISON OFL16C5wITH 16C5

The differences in logKey for a given metal between L16C5 and 16C5,
l0g{ Kex(L16C5)/Kex(16C5);, are shown in Table I. The values decrease in the
order Lit > TI* > Nat > Ag™ =K* >Ba&" > SPT ~ PI?"; they are all negative,
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and comparable<0.39 to —0.57) except for St (—0.85) and Pb" (—0.86),
indicating that the extraction ability of L16C5 is lower for all the metals than that
of 16C5 and that the selectivity of L16C5 for the univalent metals is similar to that
of 16C5. Since the side arm’s effect on the extractability is more pronounced for
S+ and PB* as compared to that observed foPBathe extraction selectivity of
L16C5 becomes higher for B&/Sr>* but lower for PB*/Ba?t than that of 16C5.

The difference in lod<ex between two crown ethers, L1 and L2, can be expressed
by the following relationship derived from Equation (3):

Kex(L1)
Kex(L2)

(L1)
(L2)

Kwo
—lo +lo ZoLi2) 12
9 %uL 9 Kexp(L2) KoL(L2) (12)

log

Irrespective of the metal considered, Table | shows that theéHeg (L16C5)/

Kp (16C5)}; value (1.33) is always greater than the{ég, (L16C5)/Kw (16C5)

+ 109{ Kexjp(L16C5)/Kexjp(16C5); value. It can be concluded from this that the
systematic diminution of th& ¢, value of L16C5, as compared to those displayed
by 16C5, is completely attributed to the much higher lipophilicity of LL6C5 due to
the side arms.

The logf Km (L16C5)/K v (16C5) value, which shows the effect of the side
arms on the stability of the complexes FAL, is negative for N&a, KT, and
TI+, nearly zero for Ag and B&*+, and positive for S and PB*; the val-
ue decreases in the order®b> SPT > Agt ~ Ba&t > K+ > Nat > TIt.
The log{ Ky (L16C5)/K )y (16C5); values are very smal{0.17 to 0.10), except
for P>t (0.53). Detailed discussions on tli&y_ values of L16C5 and 16C5
have been presented in our previous paper [5]. The side-arm effect dfeigg
expressed by l0gexip(L16C5)/Kexip(16C5)}, is always positive except for the
case of PB"; the value decreases in the order T# Na© > K+ > Agt >
Ba?™ > ST > PI?t. The order of 10§ Keyip(L16C5)/Kexip(16C5) for the met-
als is almost the reverse of that of idgw. (L16C5)/K . (16C5);, but identi-
cal with that of lod Kex(L16C5)/Kex(16C5);. Therefore, as can be seen from
Equation (12), the order of 1dd{ex(L16C5)/Kex(16C5)} is governed by that in
109{ Kexip(L16C5)/Keyip(16C5) .

The Keyjp value is expressed as a product of the ion-pair formation constant
in the aqueous phas&{;a = [MLA ,,]JI[ML ™*]~1[A~]~™) and the distribution
constant of the extractable compleXf ma = [MLA ,,,]Jo[MLA ,,,] 1). Then the
difference in logKeyjp between two crown ethers, L1 and L2, can be expressed as
follows:

Kexip(L1)

_ Kpmia(L1)

Kpmia (L2)

Although the log Kp mia (LIGC5)/Kp mLa (16C5) values are unknown, they are
expected to be positive from the large positive{l&g  (LI6GC5)/Kp  (16C5)
value. The previous studies [5, 6] on the transfer activity coefficient¥') of

log (13)



EXTRACTION OF METAL PICRATES WITH LARIAT ETHER 97

15 , : :
S 4
(o]
A 1.0 | %12 —
2 0°3
S 9
5 6.
O 05} -
© o™
i} 5
o S
x Or Re i
2 7

-0.5 L ' '

1.0 -0.5 0 0.5 1.0

log {KmL(L16C5)/Km(16C5)}

Figure 4 Correlation between the side-arm effectsiom and Kexp. Cations: (1) N&; (2)
K*; (3) Ag™;(4) TI*; (5) SFP*; (6) B&+; (7) P+,

the alkali metal complexes with L16C5 and 16C5 between water (W) and polar
organic solvents (S) indicated that thg”(L16C5)/SyW(16C5) ratios for the K
complexes are nearly equal to those for the"Ndamplexes. This result suggests
that the Kp mLa (LIGCS)/Kp mLa (16C5) ratios are also comparable regardless of
the central metals. It follows from this that the differencegsigj, among the
metals are largely dependent on thoseKiga . If the dioxahexyl arm of L16C5
ligates to the central metal, the arm may sterically hinder the approach of a picrate
anion to the central metal and weaken the electrostatic interaction between the metal
and the picrate ion. In Figure 4, the value of {@yjp(L16C5)/Kexip(16C5); is
plotted againstthat of Idg{u (L16C5)/K . (16C5);. A good negative correlation

is observed. The differences in {pl§y (L16C5)/Kw (16C5) among the metal

ions would reflect those in the interaction of the dioxahexyl arm of L16C5 with the
central metal. Therefore, the negative correlation suggests that the interaction of the
central metal with the side arm decreases the stability of the ion-pair significantly. It
appears from Figure 4 that, corresponding to the trerfdyin, the side-arm effect



98 SHOICHI KATSUTAET AL.

decreasindly.a is larger for the bivalent metals than for the univalent metals and
largest for PB*.
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