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Abstract. The host—guest molecular complexation reaction between cryptand C222 and iodine has
been studied spectrophotometrically in 1,2-dichloroethane solution. The resulting 1 : 1 and 2 : 1
(I, to C222) complexes were formulated as (C222/1)1~ and (C222 ...T)I3~, respectively.

The enthalpy and entropy of the complex formation reactions were evaluated from the temperature
dependence of the formation constants. The resulting complexes are both enthalpy and entropy
stabilized. The spectrophotometric, NMR, conductometric and potentiometric results emphasize
that the complexes are positive iodine cryptates. The rate constants for the formation and proton-
assisted dissociation of the (C222 .f)lg complex at various temperatures and the corresponding
activation parameters were evaluated. Based on the results thus obtained, possible pathways for the
complexation reaction are proposed.
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1. Introduction

Although, during the past few decades, the complexation of iodine with a wide
variety of donating ligands has been the subject of extensive research [1-3], the
complexation of macrocycles with s a relatively young area of research [4].
In 1978, Hopkinset al. [5] observed spectroscopic evidence for the formation of
molecular complexes between 12-crown-4, 15-crown-5 and 18-crown-6 and iodine
in methylene chloride and cyclohexane solutions. Subsequently, the first evidence
for the complex formation between iodine and cryptand C222 #ithNMR spec-
trometry was reported by Pieret al. [6]. More recently, increasing attention has
been focused on the study of the interactions of macrocyclic ligands with iodine
[7-16]. However, there are only a few reports on the complexation of cryptands
with neutral molecules [6, 7, 17].

It has been clearly shown that substitution of the oxygen atoms in a crown ether
ring by NH groups results in a drastic increase in the stability of the iodine com-

* Author for correspondence.



396 JAVAD ZOLGHARNEIN AND MOJTABA SHAMSIPUR

plexes [7, 10, 13, 15] over those of ordinary crowns [5, 8, 9, 14]. Moreover, we [7,
13, 15, 16] and others [6, 10, 17] have observed some evidence for the formation
of iodine complexes with some aza-substituted crown ethers and cryptands with
general formula [macrocycle . ]JI5, in which I could be included inside the
macrocyclic cavity. We have recently commenced a systematic study of the iodine-
macrocycle complexation by different spectroscopic methods [7, 13-15]. In this
paper we report the stoichiometry, stability and thermodynamic and kinetic para-
meters for the complexation of with cryptand C222 in 1,2-dichloroethane (DCE)
solution. Spectroscopic and electrochemical information revealed the inclusion of
I* inside the cryptand’s cavity.

2. Experimental

Cryptand C222 (Merck) was of the highest purity available and used without any
further purification except for vacuum drying ovesR. Reagent grade iodine,
trichloroacetice acid and DCE (all from Merck) were used as received.

All UV-Vis spectra were recorded on a GBC 911 spectrophotometer in a 10
mm quartz cell and the absorbance measurements were made with a Metrohm 662
probe-type photometer at various temperatuge8.{ °C). Conductance measure-
ments were carried out with a Metrohm 712 conductivity meter. Potentiometric
titrations were performed at the surface of a platinum electrode using a Model
624 Metrohm pH/mV meter. The proton NMR spectra were recorded on a Jeol
JNM-EX90 FTNMR spectrometer operating at a field of 21.15 kG (90 MHz). In
all experiments, TMS was used as an internal standard. Specific details are given
in the Results and Discussion section.

3. Results and Discussion

A series of solutions containing 1610~ M iodine in DCE in the presence of an
increasing amount of C222 were prepared and allowed to reach equilibrium. Then,
the electronic absorption spectra of the solutions were recorded & PBigure
1). While none of the reactants show any measurable absorption in the 250-420
nm spectral region, addition of the cryptand to the iodine solutions results in two
absorptions in this region. As seen from Figure 1, the new absorption bands are
located at 295 and 363 nm. It should be noted that the resulting spectrum resembles
that of a 1 : 1 mixture of tetrabutylammonium iodide and iodine in DCE. These two
absorptions are well known to be characteristic of the formation of triiodide ion,
I3, in the process of complex formation between iodine and different electron-pair
donor ligands [3, 7, 10, 13-15]. The existence of a well defined isosbestic point at
470 nm is indicative of a single transformation of iodine to triiodide ion.

However, as it is obvious from Figure 1A, while the intensity of the 295 and 363
nm bands increases with increasing C228ible ratio up to a value of 0.5, further
addition of the macrocycle results in decreased intensity of these bands, so that
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Figure 1. Electronic absorption spectra of 1:510~4 M iodine in DCE in the presence of
varying concentration of C222. The C222ole ratios are: (A) 1, 0.00; 2, 0.08; 3, 0.17; 4,
0.25; 5, 0.33; 6, 0.42; 7, 0.50; (B) 8, 0.66; 9, 0.83; 10, 1.00; 11, 1.33; 12, 1.66.

they begin to disappear at relatively high mole ratios (Figure 1B). Simultaneously,
after a C2224 mole ratio of 0.5, a new band at about 235 nm begins to grow
with increasing concentration of the macrocyclic ligand. This is most probably due
to the formation of T ion in solution at C2224 > 0.5. Noteworthy, the 235 nm
band was clearly observed for a solution of tetrabutylammomium iodide in DCE
solution. The presence of a second isosbestic point at about 270 nm (Figure 1B)
confirms a single transformation of triiodide to iodide ion.

The plots of absorbance vs. C222fole ratio at 510, 363, 295 and 235 nm
are shown in Figure 2. It is quite obvious that, while the mole ratio plot at 510 nm
(Amax Of 12 in DCE) shows just a gradual decrease with increasing concentration of
C222, the corresponding plots at 363 and 295 nm possess a maximum absorbance
at a mole ratio of 0.5 and then begin to decrease gradually with a small inflection
at a mole ratio of about 1. Meanwhile, the mole ratio plot at 235 nm shows two
distinct breaks at the ligand to iodine mole ratios of 0.5 and 1. Such spectral be-
havior strongly emphasizes the successive formation of (C222)I; and (C222
...I")I~ species in DCE as

Ky
C222 +2p = (C222 ... 1)1~ 1)

K2
(C222 ... 1)~ +1, = (C222 ... 1)I5 @)
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Figure 2. Plots of absorbance vs. C222fhole ratio in DCE solution obtained at 510 nm (A),
363 nm (B), 295 nm (C) and 235 nm (D).
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Figure 3. Continuous variations plot for the C2224ystem in DCE solutiorn;, = 363 nm.

The stoichiometry of the resulting molecular complexes was further examined by
the method of continuous variations [18] and the resulting plot is shown in Figure
3. As seen, the plot possesses two distinct inflection poings avalues of 0.5
and 0.66, clearly supporting the respective formation of (C22F)I~ and (C222

...IM)I5 species in solution.
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Table I. 1H NMR spectral data for C222 at different/C222 mole ratios in deuterated DCE

§ (ppm)
[12)/[C222] Species —NCh+- —-OCH— —CH,CH,0O-
0.0 C222 2.66 3.56 3.67

(triplet) (triplet) (singlet)
0.5 C222 +(C222..M)— 2.68+3.02 3.65 3.65

(two broad singlets) (broad singlet) (broad singlet)
1.0 (C222...HI~ 3.04 3.68 3.68

(triplet) (broad singlet)  (broad singlet)
2.0 (C222 ...f)lg 3.12 3.68 3.68

(triplet) (broad singlet)  (broad singlet)

The proton NMR spectra of C222 were obtained in DCE in the presence of
increasing amount of lat 25°C and the results are summarized in Table I. As seen,
the formation of 1 : 1 and 2 : 1{lto C222) species result in a pronounced down
field shift of about 0.4 ppm in the chemical shift of the -0 protons, while the
shift in the —-CHO- and —OCHCH,O- proton resonances are negligible. It seems
reasonable to assume that such a large shift is due to the charge migration mainly
from the n-electrons of the nitrogen atoms of the cryptand t@theantibonding
molecular orbital of iodine [19, 20] It is noteworthy that, when th&€R22 mole
ratio in DCE solution is equal to 0.5, two broad singlets of approximately equal
intensity are observed at 2.68 and 3.02 ppm corresponding to free and complexed
C222 molecules. The large chemical shift difference of the ;M&Hprotons of the
free C222 and its iodine complex as well as their very slow exchange kinetics at
room temperature would be a good indication for the inclusiontofith ionic
size of 1.64 A) [17] inside the C222 cryptate; the halogen’s positive charge is pre-
sumably shared by the two cryptand’s nitrogens (in an endo-endo conformation),
most probably via a sl-type hybridization.

The large increase in the electrical conductance, gfolutions in DCE upon
addition of the neutral cryptand reveals an ionic character for the resutidga2
complexes. Noteworthy, while an iodine solution of 195104 M in DCE has
a negligible conductivity, the molar conductance of the solution increases to 36.8
and 27.8 S crhmol! for the L-C222 and 24-C222 systems, respectively.

Furthermore, a 1.& 103 M solution of iodine in DCE was potentiometrically
titrated with a known C222 solution at the surface of a platinum electrode at 25
°C and the resulting titration curve is shown in Figure 4. As seen, the titration
curve shows a relatively sharp inflection point at a C22&ible ratio of about
0.5, indicating the occurrence of reaction (1) in solution. As indicated on the po-
tentiometric profile of Figure 4, before the inflection point, the redox sysighp |
is responsible for the observed potential changes, while after the inflection point,
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Figure 4. Potentiometric profile for titration of 10.0 mL of 1.0b 103 M Io with C222 in
DCE.
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Figure 5. Computer fit of the plot of absorbance vs. C232fiole ratio obtained at 510 nm

and 25°C: (x), experimental points; (0) calculated points; (=), experimental and calculated
points are the same within the resolution of the plot.

the redox system is;¥I~. Thus, the electrochemical studies carried out in DCE
solutions unambiguously confirm the ionic character of the resulting complexed
species. Moreover,] I3 and I~ are the only reactive species detected, as they
were also characterized by UV-Vis spectrophotometric measurements.

For the evaluation of the stepwise formation constants of the resulting molecular
complexes, K and K, from the absorbance-mole ratio data, a non-linear least-
squares curve fitting program KINFIT was used [21]. The program is based on
the iterative adjustment of calculated to observed absorbance values. Adjustable
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Table Il. Stepwise formation constants at various temperatures and enthalpy and entropy
values forthe 1 : 1 and 2 : 1 complexation between iodine and cryptand C222 in DCE

Temperature®C) log Kq log Ko

15 4,55+ 0.03 4.62+ 0.03
25 4.47+ 0.02 4.56+ 0.03
35 4.40+ 0.04 4,49+ 0.02
45 4.33+0.04 4.40+ 0.03

AH; =12.8+ 0.1 kJ mot® AHy = —12.7+ 0.8 kJ mot1
AS; =426+ 03Jmollk—1 AS;=444+23morlk-1

Time (s)
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Figure 6. Absorbance-time plot at 405 nm at 2@ for the pseudo-first-order formation (A)
and proton-assisted dissociation (B) of the (C222Jf)l.§ complex in DCE solution.

parameters are K K, ande,, wheree, is the molar absorption coefficient of
iodine.

The observed absorbance of an iodine solution in DCE at,jig is given by
Equation (3), where is the thickness of the cell. The mass-balance equations can
be written as (4) and (5).

Aops = €1,[12] 3)
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Table Ill. Rate constants at various temperatures and
activation parameters for the formation of (C222
...IM)I5 complex in DCE

Temperature3C) 1P kL (57D
10 4.2+ 0.2
20 8.3+ 0.2
30 13.6+ 1.0
40 21.9+ 0.6

Eqy =40+ 1k molt
AHY =38+ 1 kd moiL

f
Asﬁ = _137+ 4 JmorlKk-1
Cr =[] + [(C222 ... 1)1 + 2[(C222 ... 1)15] (4)
Ceaza= [C222] +[(C222...17)I7] + [(C222 ... 1)I5] (5)

Substitution of Equations (4) and (5) in the correspondingid K, equations and
rearrangement yield Equation (6).

KiKa[l2]® + [K1K2(2Cca22 — C1) + Ki][l 2]
+ [1 + Kl(CC222— C[)][l] —-C;=0. (6)

The free iodine concentrations,, ]| were calculated by means of a Newton-
Raphson procedure [22]. Once the value of had been obtained, the con-
centration of all other species involved were calculated from the corresponding
mass-balance equations by using the value paKd K, at the current iteration

step of the program. Refinement of the parameters was continued until the sum-
of-squares of the residuals between the calculated and observed absorbance values
for all experimental points was minimized. The output of the program KINFIT
comprises the refined parameters, the sum-of-squares and the standard deviations
of the data.

In order to have a better understanding of the thermodynamics of the com-
plexation reactions of iodine with C222, it is useful to consider the enthalpic
and entropic contributions to these reactions. Tid° and AS° values were
determined by measuring the formation constants as a function of temperature.
The K; and K; values at various temperatures, obtained by computer fitting of
the corresponding absorbance-mole ratio data are listed in Table Il. A sample
computer fit of the mole ratio data is shown in Figure 5. The fair agreement
between the observed and calculated absorbances further supports the occurrence
of both 1 : 1 and 1 : 2 complexation between C222 andhl DCE solution.

Plots of log K vs. 1/T were linear for both {Kand K; values. TheAH° and
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Table IV. Rate constants at various temperatures and
activation parameters for the proton-assisted dissoci-
ation of the (C222 .. )I3 complex in DCE

Temperature3C) 10 kg (57D
15 1.02+ 0.04
20 1.13+ 0.04
25 1.45+ 0.03
30 1.87+ 0.09
35 2.17+ 0.09

Egq =30+ 2kJmolt?
AH} =28+ 2 kI mor?
AHY = 188+ 6 Imor1 K1

AS values were determined in the usual manner from the slopes and inter-
cepts of the plots, respectively, and the results are also included in Table II. As
seen, the formation of 1 : 1 and 2 : L/L222) complexed species are both en-
thalpy and entropy stabilized. A similar trend ixxH° and AS® values has also
been reported for the complexation of iodine with dibenzopyridino-18-crown-
6 [16] and 2,4,6,8-tetraphenyl-2,4,6,8-tetraazabicyclo[3.3.0]octane in chloroform
solution [23].

In order to investigate the kinetics of molecular complex formation between iod-
ine and C222, the absorbance Xat 405 nm) of a 1.5< 10~ M C222 solution in
DCE in the presence of a 60 fold excess of iodine was monitored with time at four
different temperatures. This was done by interfacing of the probe-type instrument
to a personal computer. A sample absorbance-time plot &€ 20shown in Figure
6. The absorbance changes were found to be in accord with a pseudo-first-order
kinetics. The rate constants were calculated by using the relationship

IN(Aec — Ay) = —k(t — 10) + IN(Ass — Ao), (7)

where A is the absorbance of the solution. The resulting rate constants at various
temperatures, obtained from the slopes of the corresponding lingag lr(A;) vs.

(t — 1p) plots, are summarized in Table Ill. Using the corresponding Arrhenius plot
ofInk vs 1/T and the Eyring transition-state theory [24], the activation parameters
E.y, AH and A§ were calculated. The results are also included in Table Ill.

The t|me dependence of the triiodide absorption bands and the large negative
A§ value obtained indicate the transformation of an initially formed 1 : 1 C322-I
outer complex into an inner complex (C222HI~ followed by the fast reaction of
the inner complex with iodine to forny lion [25].

Recent ultrasonic absorption studies of the kinetics of conformational changes
of different cryptands in nonaqueous aprotic solvents revealed only one relax-



404 JAVAD ZOLGHARNEIN AND MOJTABA SHAMSIPUR

(endo-endo) (endo-exo)

fast WL I

3 =cin,
St

(endo-endo) (endo-exo)

inner complex outer complex

fast 1 { 12

(\o oq

..... It
@jo y

(endo-endo)
Scheme 1.

ation process which was attributed to the conformational equilibrium endo-exo
= endo-endo [26, 27]. Based on the above mentioned experimental conclusions
and considering the fact that the external complexes of cryptands (G222dr
complex in our case) prefer the endo-exo conformation, while the inclusion type
cryptates have an endo-endo conformation [28, 29], the pathway shown in Scheme
1 could be proposed for the formation of the (C222 )L complex.

The proton-assisted dissociation kinetics of the (C222")I; complex was
also studied by addition of excess amount of trichloroacetic acid to an equilib-
rated 1.0x 10> M solution of the molecular complex and subsequent monitoring
of absorbance (at 405 nm) against time at five different temperatures. A sample
absorbance-time plot at 2C is also included in Figure 6. The pseudo-first-order
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rate constants calculated at various temperatures and the corresponding activation
parametersE,,, AHiE and AS(f, are summarized in Table IV. In this case, the
dissociation of the molecular complex could proceed via the following pathway:

§ o
(\ . /_3 slow fast
CCI;COOH +(N....... O@O ....... I, =—— [T.ST ——

3

N:....0.H".0 .. . N\CCl,CO0™ +T" +15°
e

I+ —= 521,

Scheme 2.

The positive enthalpy of activation in going from the complex (C222%)I4l
to the protonated cryptand and freednd [ ions reflects a weaker structure, a
poorer overlap and a floppy geometry for the transition state when it is compared
with the initial iodine cryptate. The large negatimésf, (i.e. much more negat-
ive than ASji) could be due to the penetration of solvent molecules between the
charged center of the molecule in the transition state, thus facilitating the release of
charged iodine species from the complex [16, 30]. Based on the above mentioned
experimental results, it seems reasonable to propose the following transition state
for the dissociation pathway:

)
fO 0’_\
(752 [CORCO0MCELH .. g o—N.I"DCE) I, F
0
Scheme 3.
Acknowledgements

The authors gratefully acknowledge the assistance of Dr. N. Alizadeh and Mr. K.
Farhadi in running the NMR and potentiometric measurements, respectively.



406 JAVAD ZOLGHARNEIN AND MOJTABA SHAMSIPUR

References

1. L. J. Andrews and R. M. KeefeNolecular Complexes in Organic Chemistifolden-Day,
New York (1962).

2. R. FosterOrganic Charge-Transfer Complexescademic Press, New York (1969).

3. M. Tamres and J. Yarwoo®Bpectroscopy and Structure of Molecular CompleXenum

Press, New York (1974) Ch. 3.

R. M. Izatt, J. S. Bradshaw, K. Pawlak, R. L. Bruening, and B. J. Ta@fem. Re\92, 1261

(1992).

H. P. Hopkins, D. V. Jahagirdar, and F. J. WinderPhys. ChenB2, 1254 (1978).

J. L. Pierre, H. Handel, P. Labbe, and R. LegoalleAm. Chem. Sod02, 6574 (1980).

A. Semnani and M. Shamsipuk: Chem. Soc., Dalton Tran2215 (1996).

L. J. Andrews and R. M. Keefed: Org. Chem52, 2690 (1987).

Yu. A. Serguchev, A. B. Khotkevich, V. N. Kalinin, and V. M. TimoshenReor. Ex. Chem.

(Engl. Transl.)24, 716 (1988).

10. E. M. Nour and L. A. Shahad&pectrochim. Actd4A, 1277 (1988).

11. E. M. Nour, L. A. Shahada, and S. S. Alkaa®ill. Soc. Chim. Fr727 (1989).

12. W. Hirsch, J. Greenman, and R. Pizéan. J. Chem71, 134 (1993).

13. A. Semnani and M. Shamsiput:Incl. Phenom22, 99 (1995).

14. A. Semnani and M. Shamsiptolish J. Chem71, 134 (1997)

15. S. Sadeghi, M. Shamsipur, and M. EldPalish J. Chem71, 1594 (1997).

16. J. Zolgharnein and M. Shamsip&olish J. Chem72, 2486 (1998).

17. P.Labbe, R. Legoaller, H. Handel, G. Pierre, and J. L. Pitegtrochim. Act®7, 257 (1982).

18. W. Likussar and D. F. BoltAnal. Chem43, 443 (1971).

19. R. S. Mulliken:J. Am. Chem. So@4, 811 (1952).

20. E. M. Abd-Alla:Can. J. Appl. Spectros88, 88 (1993).

21. V. A Nicely and J. L. DyeJ. Chem. Educ8, 443 (1971).

22. D. J. Leggett (ed.)Computational Methods for the Determination of Formation Constants
Plenum Press, New York (1985).

23. A. Rouhollahi, A. Kakanejadifard, S. M. F. Farnia, and M. Shamsipelish J. Chem71, 731
(1997).

24. S. H. Lin, K. P. Lin, and H. Eyring: ifPhysical Chemistry; An Advanced Treafigeds. H.
Eyring, D. Handerson, and W. Yost), Vol. vii, Academic Press, New York (1971), p. 1.

25. J. Muchova and V. Holb&ollect. Czech. Chem. Commu8, 1158 (1983).

26. F. Eggers, T. Funck, K. H. Richmann, H. Schneider, E. M. Eyring, and S. Petiu¢tys.
Chem .91, 1961 (1987).

27. T.Tanaka, T. Hida, S. Funahashi, and M. TandkAm. Chem. Sod.13 1259 (1991).

28. H.J. Brugge, D. Carboo, K. von Deuten, A. Knochel, J. Kopf, and W. Dreisdifgn. Chem.
Soc.108 107 (1986).

29. J. Burgessions in Solution: Basic Principles of Chemical Interactiorisllis Horwood,
Chickester (1988).

30. J. Ghasemi and M. ShamsipB&olyhedronl5, 923 (1996).

&

© NGO



