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Abstract

The luminescent properties of divalent europiurz complexes with crown ether, azacrown
ether, N-pivot-azacrown ether, and cryptand in methanol or water have been systematically
investigated under UV irradiation. These divaleat europium complexes show greatly enhanced
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emission from 417 nm to 488 nm in the visible blue region in comparison with that of the
methanol selution of EuCl,. The aqueous solution of EuCl, is non-luminescent. This obvious
distinction in luminescent properties between the macrocyclie ligand-coordinated divalent
europium and uncoordinated divalent europium is attributed to the “insulation effect™ of
Eu?” ion from the solvent molecules of CH;0H and H,0O by the macrocyclic crown ether or
cryptand encapsulation to divalent europium, Moreover, these macrocyclic ligands provide
an additional restriction to the electronic charge expansion of the excited Eu®~. This also
contributes to the enhancement of the Eu®* luminescence. Among all the investigated macro-
cyclic ligands, IS-crown-5 {15C5) affords the largest enkancement to the Eu®* emission. The
intensity of the Eu?"-15C5 complex is 690 times that of the EuCl, methanol solution with
the same Eu’' concentration. This special emission enhancement effect is related to the
particular complex composition of 1:3 (Eu?":15C3) and corresponding configuration of
Eu?"-15C5 complex in methanol. Concerning the mechanism, the luminescence enhancement
of divalent europium by complexation with these macrocyclic crown ether or cryptand ligands
is found to be initiated from the decrease in non-radiative rate constant rather than from the
increase in radiative one.

The divalent europium complexes of methacrylate polymeric polyether derivatives such as
[5C5-, 18-crown-6- (18C6), and cryptand [2.2.1}- or [2.2.2]-containing polymer and copoly-
mer have alse been prepared. Their luminescent properties in solid state have been studied
to aim for practical application. As a similar situation to the simple polyether complexes, the
divalent europium complex with [5CS-containing polymer or copolymer shows the largest
luminescent enhancement effect. Its emission intensity reaches about 20% that of the commer-
cial inorganic luminescence product CaWQ,Pb (NBS 1026). In addition, the doping effect
of several divalent ions, namely Mg, Sr, Ba and Zn in polymeric complexes, has also been
investigated according to the luminescence concentration quenching mechanism in solid state
luminescence materials. The emission intensity of 15C5-containing polymer europium{II}
complex is raised to twice stronger by doping of Zn®* ion. © 1998 Elsevier Science S.A.

Keywords: Luminescence; Divalent enroptum; Crown ether complex; Cryptand complex

1. Introduction

In the early 1940s, rare earths were found for the first time to have important
applications in the preparation industry by the great Australian entrepreneur Carl
Auer von Welsbach. Since then, they have been the object of much interest for
scientific and technological purposes connected with their special electronic configu-
ration and structure. In recent years, with respect to the development of modern
science and technology, rare earths have been found to have more and more impor-
tant applications in preparing materials with special optic, electronic, thermodynamic
and magnetic properties. Among them, applications in powerful tunable laser systems
as laser source and in biological systems as luminescent probe are especially based
on the closed 4f electronic configuration of the corresponding rare earth elements.

In general, the rare earths have a partially filled 4f subshell which lies inside the
5525p® closed subshells of the xenon structure. It is therefore screened from the affect
of the surrounding anions or dipolar molecules in crystal, vitreous state or coordina-
tion compound by these cuter electron subshells. This results in minimal perturbation
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of the electronic transitions between these 4f orbitals of R?* and thus the relative
extreme sharpness of the emission bands derived from these transitions. The sharp-
ness of these emission bands is even comparable to that observed in the spectra of
free atoms. The luminescent characteristics on the basis of 4f orbital transitions for
the tervalent rare earth ion R>” in crystal and vitreous state materials have attracted
much research interest and formed the subject of numerous papers {1-10]. A great
number of corresponding fluorescent materials have been practically employed in
the modern electronic and optic material industry. For example, the Y,0,Eu®?
and Y,0;8:Eu** fluorescent materials have been used extensively as the CRT
materials in color TV production based on the sharp emission between the transition
of 4f 83D 5)—-4%F,} states [11]. Vitreous Nd-containing materials have been applied
as a powerful tunable laser source since the early 1980s [12,13]. Moreover, in the
form of coordination complexes, these 4f- 4f transitions of R** are similarly hardly
perturbed by the ligand coordination field. This is clearly indicated by their similar
narrow absorption and emission bands as in crystal and vitreous state materials.
Nevertheless, research on fluorescent tervalent rare earth coordination compounds
has also been promoted by the consideration that the tailoring of the bulk properties
of coordination compound materials can easily be realized by altering the functional
group of coordination ligands.

On the other hand, several rare earth elements such as Eu, Yb and Sm possess
another substable oxidation state R?*™ besides the normal R3* state due to the
stable half- or completely-filled 4f electron shell in their divalent oxidation state.
The electronic configuration for the lowest excited state of divalent rare earths is
thus primarily changed to 4f77*5d* {¢=7, 14} rather than 4f¢ for the normal R*"
state. This outer 5d subshell is different from the screened deep-lying 4f electrons.
it is easily influenced by the surrounding environment, such as the surrounding
anions or ligands, and always split to several sublevels according to its crystal or
ligand field symmetry. Therefore, the divalent species takes on greatly different
luminescent characteristics from the tervalent analogues originated from the 4f-5d
transitions, They usually exhibit more than one wide absorption band due to the
splitting of the 5d orbital and a wide emission band because of the broadening of
the 4177 15d! (¢ =7, 14} excited states. Actually, the luminescent properties as well
as the magnetic characteristics of these divalent rare earths in solid state form have
been well studied and applied in modern industry [14-33]. However, research on
their corresponding coordination compounds was not developed until the quite
recent reports of Adachi et al. [34} and Sabbatiru et al. [35] in the early 1980s,
mainly due to the Jow stability of these divalent rare earth species towards oxygen,
espectally in solution.

Shortly after the syntheses of crown ether and cryptands in the late 1960s, it was
found that the stability of unusual divalent oxidation state rare earth ions coordi-
nated by these macrocyclic ligands was modified to a large degree through the
encapsulation effect of these macrocyclic ligands. This motivated Adachi et al. to
try to investigate the luminescent properties for the divalent europium crown ether
complexes since 1980 [36-41] as an extension to their previous work on the vitreous
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divalent europium materials {26-33]. Sabbatini et al. carried out similar research
on Eu** cryptand complexes [35,42].

2. The energy-level and configurational-coordinate diagram of Eu?* jon

Fig. | shows the energy-level diagram of the Eu?* ion. It establishes the theoretical
basis for the luminescent characteristics of the divalent europium, Eu**, in crystal
as well as in coordination form. It is necessary to note that the excited states of
4f7 are too high to be fully overlapped with the broad excited states of 47°5d*
because of the very low energy of the ground state of 4f7 for Eu?*. According to
the broad range of 4f®5d! excited states of Eu®* in Fig. 1, it is easy to understand
the broad absorption and emission bands of Eu?* species. However, a more powerful
tool in explaining the presence and efficiency of emission is the configurational-
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Fig. 1. The energy-level diagram of the Eu®* jon.
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coordinate diagram, which is given in Fig. 2 for the divalent europium, Eu®*. The
potential energy of the luminescent center, Eu?*, in the crystal lattice or in the
coordination ligand field is plotted as a function of the configurational-coordinate
r, where r represents the distance of the central Eu®* to the coordination ions or
atoms and where only the lowest energy level has been selected and presented here
from the continuous broad range of excited state, 47454, for Eu?™ ion. At absolute
zero temperature, Eu?* occupies the lowest vibrational level of the ground state. It
moves to higher vibrational levels with increase in temperature, Due to the absorption
of UV radiation, the Eu?" luminescent center is raised to 4f%5d* excited state. The
electron charge distribution of Eu?™ ion in the 4{5d* excited state moves somewhat
further from the nucleus of the Eu®* ion. The negative charge cloud becomes a little
more diffuse. As a consequence, the Eu*™ ion assumes a greater positive charge.
Therefore the distance between Eu®* and coordination atoms (O and N in crown
ether and cryptand complexes} in the excited state becomes smaller than that in the
ground state due to the increase of interaction between the excited Eu?” ion and
these ligand coordination atoms [43]. This system in the excited state then relaxes
towards the lower energy vibrational equilibrium state and those below it to the
lowest energy vibrational state by dissipating heat. From these relaxed low energy
vibrational states it returns 1o the ground state, thereby giving emission in a relatively
broad range according to the decrease in Eu?”-ligand bond distance, Ar. It thus
shows a broad emission band. As the emission transition occurs mainly from the
lowest energy vibrational state of the excited level of 4f®5d* to a higher vibrational
state of the 4f7 ground level due to the different Eu?~—ligand bond distances in
ground and excited states, the emission generally lies at a lower energy compared
with the absorption. This phenomenon is well known as the Stokes shift in [umines-
cence chemistry [43].

From the configurational-coordinate diagram shown in Fig. 2, one can easily
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Fig. 2. The configurationalcoordinate diagram of Eu?* ion.
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understand the luminescence guenching phenomenon initiated by the increase in
temperature. As the luminescent center of Eu?* is thermally activated to the intersec-
tion point of excited and ground state curves, the system would then non-radiatively
return to the ground state by dissipating heat. The luminescence intensity thus
decreases with increase of temperature, and the luminescence may completely disap-
pear at a certain value of high temperature. It can be concluded from the configura-
tional-coordinate that the quenching temperature of luminescence is determined by
the magnitude of Ar. The larger the absolute value of Ar, the lower the quenching
temperature of luminescence. A relative conclusion that the luminescence efficiency
at room temperature also depends on the magnitude of Ar can be further deduced.

Another positive effect of the fluorescence of divalent europium by complexation
with crown ether or cryptand is reached through the substantial reduction in the
non-radiative deactivation process by the macrocyclic ligand encapsulation of diva-
lent enropium, These coordinating macrocyclic ligands effectively shield the introduc-
tion and perturbation of solvent molecules (H,O or CH;OH) from the fluorescent
center of Eu?". They also prevent the progress of photareaction between H,O and
Eu?” in aqueous solution [44—501.

Concerning research on solid state polymeric polyether complexes, a phenomenon
called concentration quenching involved in solid state (erystal or vitreous) lumines-
cence materials should be briefly introduced here. It means that the luminescence
intensity of solid state materials decreases with increasing concentration of the
corresponding luminescence center. Since the distance between luminescence centers
decreases with increase in concentration of the luminescence center, the probability
of excitation energy transfer among the excited state luminescence centers may
exceed that of emission. The luminescence efficiency thus decreases [43].

3. Preparation, stoichiometry and crystal strocture of divalent europinm crown ether,
azacrown ether and cryptand as well as their polymeric derivative complexes

The rare earth crown ether and cryptand complexes have been intensively studied
since the mid 1960s. The research was mainly directed towards the design of a new
separation process, the understanding of rare earth coordination chemistry, and the
preparation of rare earth luminescence materials. For the most part, this research
work has concentrated on tervalent rare earth species. Their synthesis, stoichiometry,
structure, thermodynamic properties, electronic absorption spectra, luminescence
characteristics, and corresponding applications as spectroscopic probes and separa-
tion reagents have been well understood based on extensive investigation. The results
have also been summarized in several review papers from different points of view
by Bunzli and Wessner [51,52], Bunzli [53], and Adachi and Hirashima [54].

Among these studies, Gansow et al, [55-38] paid attention to the clectrochemistry
of the cryptand [2.2.1] and [2.2.2] complexes with divalent europium and ytterbium.
They found that the cryptand encapsulation for these divalent rare earth ions has a
significant effect on their electrochemical properties. The reduction potential of
R3*7+_[2.2.1] or -[2.2.2] cryptates in aqueous or methanol solution shifts to less
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negative values and becomes reversible. This clearly suggests stabilization of the
R{(II} oxidation state by complexation with these macrocyctic ligands, The crown
ether ligands were found to show a similar stabilization effect to these divalent rare
earth ions by other investigators [59-66]. The corresponding potential data are
given in Table 1.

Investigation of the luminescent properties of these divalent curopium crown ether
and c¢ryptand complexes was a natural result of the intense work on corresponding
tervalent rare earth crown ether or cryptand derivatives and the electrochemical
research on these divalent rare earth macrocyclic complexes,

3.1, The preparation of divaient europium crown ether, azacrown ether and cryptand
as well as their polymeric derivative complexes

The most systematic investigation focused on the corresponding Eu®* crown ether
or cryptand complexes in methanol system, and was conducted by Adachi et al,
[34,36-41)]. They prepared these complexes by adding the divalent europium salt
EuCl, or EuBr, directly into a highly degassed anhydrous methanol solution contain-
ing the required molar amount of corresponding crown ether, azacrown ecther or
cryptand ligands. These divalent europium hahde compounds were prepared accord-
ing to a previously reported method through the reaction of Eu,O; with NH,X
{X=Cl, Br) followed by reduction with H, gas. Scheme | shows the schematic
structure of crown ether, azacrown ether, cryptand, and polyethylene glycol ligands.
Sabbatini’s group also made an independent contribution to ressarch on the lumines-
cence of divalent europium macrocyclic ligand complexes [35,42]. However, their
attention was limited to the related [2.2.1] and [2.2.2] cryptand complexes. They
prepared Eu?*—cryptand complex samples by a similar process to that of Adachi
et al., but produced the divalent europium salt by means of electrochemical reduction
of the tervalent chloride under argon according to the methed of Gansow et al. [55-
58]. Further efforts towards the practical utilization of these divalent europium
complexes as stable luminescent materials led to the preparation and luminescence

Table {
The reduction potential data of Eu®* ¥ in the crown ether or eryptand complexes

Redox couple Solvent Electrolyte E(mV SCE) Literature
Eud™t- H,0 3.1 M NapT$S (pH 3} —626 [56]
Eu(2.2.1)p 2" H,0O 6.1 M TEAP —425 1561
H,Q 0.1 M NaClO, —425 [56]
H;0 0.5 M NaClO; {pH 2 -7} ~435 156}
Eu{222y 7" H.O 0.1 M TEAP —205 [56]
H,O 0.5 M NaClO, —215 {561
Eu(2B.21y 3" H,O 0.5 M NaClO, — 370 [56]
Eu™r2” MeOH .05 M TEAP —260 [62]
Eu(2.2.1y"7%" MeOH .05 M TEAP -1 [62]
Evt?t MeOH 0.1 M TBAP — 130 [59]

Eu{15C5y+2* MeQH 0.1 M TBAP —65 (59]
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Scheme 1. The schematic structure of the crown ether, azacrown ether, cryptand. and polyethylene
glyco! ligands.

investigation of polymeric and copolymeric crown ether or cryptand divalent euro-
pium complexes, also by Adachi’s group [67-74]. First, the monomer as well as the
polymer or copolymer containing the crown ether or the cryptand fractions was
synthesized according to literature procedures [75-781. Then the fine ground powder
of polymer was treated with a methanol solution of EuCl; under an inert gas. This
is, in fact, a modified procedure for the preparation of the simple complex in
solution. Scheme 2 shows the schematic structure of crown ether- or cryptand-
containing polymer or copelymer ligands.
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Scheme 2. The schematic structure of crown ether- or cryptand-conlaining polymer or copolymer ligands.

3.2. The stoichiometry and crystal structure of divalent eurcpium crown ether,
azacrown ether and cryptand as well as their polymeric derivative complexes

In spite of the stabilization effect by complexation with crown ether or cryptand
ligands, divalent europium as well as other divalent rare earth complexes is still
easily oxidized to the tervalent state. It is difficult to isolate the corresponding
divalent rare earth complexes, Only a few examples of 1:1 and 4:3 (metai:ligand}
divalent crown ether and cryptand complexes have been described [79-83].
Therefore, stoichiometric and structural information on luminescent divalent euro-



10 J. Jiang et al. [ Coordination Chemistry Reviews 170 £ 1908) 1-29

ptum crown ether and cryptand complexes in agueous or methanol selution has
been deduced by indirect methods only, such as Job’s method of continuous variation
or a molar ratic method using emission intensity [34,36-40]. Some were further
demonstrated by means of NMR using Sr’* instead of Eu?~ because they show the
same electronic charge and ionic radius. All these methods for determining the
stoichiometry of complexes were illustrated through the 15C5 or 18C6 compounds
{Table 2}.

The compositions listed in Tabie 2 {as well as the configuration which will be
discussed below} of 13C5 and 18C6 complexes in solution were supported by the
X-ray single crystal molecular siructures of their corresponding Sr?* analogues [83].

Tabie 2
Stiochiometry and spectroscopic properties of Eu®”
glycols in methanol

coraplexes with crown. cryptand and polvethylene

Complex® [Eul:[ligand |® Maximum Maximum Relative log K&
absorption EMSSIoN emission
band (nm) band (nm) iplensity®
Euy®~ 12C4 —* 252, 322 428 93¢ e ®
Eu®" 15C5 123 {13 248, 318 432 90} 236
Eu?™ 18C6 &3 (1 257, 325 446 160 37
Fu? " -BI5CS i 267, 327 417 g5 -
Eu**-BI8Cé6 (L 268, 328 447 e.2 162
Eu?*-Qci5Cs — 250, 320 423 £00 ¢
Eu?*- Ccl8Cs i (0 258, 324 445 120 374
Eu?'-DCI8C6 43 (1.1} 257, 318 440 37 368
Eu?* -DC24C3 1:1 252,327 443 180
Eu?' -BBI&CH 2 {2 276, 326 448 2.2 3.57
Eu**-{2.1] — (i1 250, 319 460 130 2.39
Eu* [2.2] 32 (10 260, 333 469 6.8 300
Eu?'-MENI12C4 1:2 257, 306, 320 488 410
Eu?* -MENI15C5 1:1 252, 304, 320 472 13 -
Ful* [2.1.1] —= {11 249, 327 445 1.0 3.07
Eu?' [2.2.1] {12 254, 333 445 29 3.23
Eu?'-{2.2.2) {118 254, 317 468 270 4389
Eu**-EQ3 .- £ 250, 329 467 22 —
Eu?'-ECQ4 -© 251, 327 442 50 -
Ew’ "-EQ5 1:1 252, 320 464 42
Ev’" EQ6 21 252, 323 447 47 —
Eu®~—EO7 21 252, 316 458 &6
EuCli, — 248, 328 439 1.0

= The En®" concentration is 4.0 x i0 * M.

® The ratio determined by means of the emission intensity molar ratio method.

< The relative intensities of the cmission were determined by comparison with the intensity of the emission
from a EuCl,—methanol solution {{Eul=4.0x 1073 M),

9 Stability constant for 8¢ analogucs determined by *H NMR.

= The ratios could not be estabiished.

" The value for [Eulifligand]=1:10.

£ The ratic obtained by 'H NMR.
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As expected from the size of the St and 18C6 cavity, the Sr?~ ion enters completely
into the cavity of 18C6 in the molecule of the complex. It locates in the center of
the twisted 18C6 ligand. Two H,0 and one CH,OH solvent molecule coordinate to
this Sr** jon from the up and down directions of the equatorial center of the
Sr¥*-18C6 molecule. In the case of 15CS5, the Sr2* ion locates out of the equatorial
center of the 15CS5 ligand because of the smaller size of this ligand compared with
that of the Sr?* ion. In the opposite direction to 15C5, three H,O solvent molecules
coordinate to the Sr?* jon. The corresponding divalent europium complexes are
expected to possess a similar structure. It is therefore possible for the divalent
europium ion in methanol solution to coordinate with two additional 15C3 molecules
a little loosely, in addition to the first strongly coordinating one. This has been
demonstrated by Job’s method of continucus variation or a molar ratio method

using intensities and NMR measurement of Sr?"—15C5 complex in deuterated
methanol [39].

4. The spectroscopic properties of divalent enropium complexes

4.1. The fluorescent properties of divalent europium crown ether, azacrown ether and
cryptand complexes

Since the first observation of enhanced blue luminescence of divalent europium
by complexation with crown ether in 1980 {34], Adachi et al. have carried out a
systematical study in this field [36-41]. Table 2 also lists the spectroscopic character-
istics of these divalent europium crown ether, azacrown ether, and cryptand com-
plexes. The data of polyethylene glycol divalent europium complexes are also given
for the sake of comparison. In addition, Fig. 3 exhibits the emissicn and absorption
spectra of Eu?* -15C5, Eu?*  18C8, and EuCl; in methanol. These three samples all
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Fig. 3. The emission and absorption spectra of Ew®™ [5C5 (---). Ev*"-18C6 complex {- - -), and
EuCt, { ¥} in methanol.
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show two absorption bands in the ultra-violet region. This is attributed to the fact
that the lowest excited state of Eu®*, 4f55d*, is easily influenced and split by the
surrcunding environments. In the present situation, the 5d level is spht into two
levels under the coordination field of crown ether, cryptand or CH,OH ligand. In
contrast, only one emission band is observed in the visible region between 417 and
488 nm for these species. The red shift of the higher energy band and blue shift of
the absorption at lower energy of crown ether complexes with respect to those of
EuCl; in methanol suggest a weaker ligand field for crown ether in comparison with
that of the CH,OH ligand. This corresponds well with the experimental results for
aqueous cryptand Eu®” complexes obtained by Sabbatini et al. [35,42].

[t has been well documented [33,44-511 that an aqueous divalent europium
solution does not emit at room temperature, while its methanol solution emits very
weakly [34]. The experimental results shown in Table 2 clearly indicate that the
formation of Eu?* complexes with mucrocyclic crown ether or c¢ryptand ligand
obviousty enhances the divalent europtum emission intensity. The largest enhance-
ment effect was achieved by complexation with the 15C5 ligand. On the contrary,
the non-macrocyclic polyethylene glycol enhanced the emission intensity of divalent
europium only to a limited degree, far less than the corresponding crown ether or
cryptand ligand with similar coordination fractions. This may be explained as
foliows. In the case of crown ether and cryptand complexes. the coordinating
macrocyclic ligand protects the Eu?” ion from collision with the OH group-contain-
ing H,O or CH,OH molecules [34-40,42,41]. This substantially reduces the non-
radiative decay process initiated by vibrationic coupling of the Eu?" excited state
475d! 1o OH oscillaters of H,0 or CH,OH molecule [34-40,42,41]. The non-
macrocyclic polyethylene glycol ligands, however, cannot effectively protect Eu?*
from the solvent melecules as their macrocyclic analogues do. Furthermore, they
themselves contain OH groups, which induce ihe non-radiative decay as described
above. Because longer chain polyethylene glycols such as the hexa- or hepta-ethylene
giycol can surround Eu?* more effectively to form a pseudo-encircled structure
complex, they therefore show better luminescence enhancement effect compared with
the small size ones.

Within the series of macrocyclic crown ether and cryptand ligands, 15C5 and
[2.2.2] provide the largest luminescence enhancement effect in their respective series.
This can be explained in terms of their compiex composition and molecuiar configu-
ration in CH,OH solution according to the configurationai-coordinate diagram
theory.

As discussed in Section 3, 15C5 forms a 3:1 {1+ 2):1] composition complex with
divalent europium in methanol solution. The Eu?* ion is encapsulated by one 15C3
ligand and locates slightly away from the equatorial plane of the central complex
cation because of the smaller cavity size of 15C5 {r=0.9-1.1 A) compared with the
divalent europium diameter (r=1.09 ;\). The other two ligands are located a little
further away from the Eu** jon in comparison with the first, and enclose this
Fu®" asshown in Fig. 4[36]. This special Eu?*-15C3 composition and configuration
in methanol solution provides full protection to the divalent europium from attack
by any methanol solvent molecule, thus reducing the non-radiative deactivation
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process of the Eu?~ excited states. This is the main reason why 15C5 showed the
largest luminescence enhancement effect among the whole series of crown ether
ligands. In other cases, only 1:1 or 4:3 {ligand:europium} composition complexes
are formed, whether for the smaller size ligand of 12-crown-4 {12C4) or the larger
size ligands of 18C6 and 24-crown-8 {24C8) [79--83]. The sclvent methanol molecules
can attack and coordinate with the europium ion from the upper side for the small
size 12C4 complex because the divalent europium sits above the equatorial plane of
the 12C4 molecule. For the larger size ligand of 18C6 or 24C8, they have a large
enough cavity 1o enclose the Eu® ~ ion completely and thus provide a better encapsu-
lation effect than the smaller size ligand. However, no additional ligands cap the
Eu?* ion as in the situation of the 15C5 complex. Methanol sclvent molecules can
still collide and coordinate with central Eu?~ from both above and below, as
suggested by analysis of the single crystal structure of the Sr?~ - 18C6 complex.

The encapsulation effect for luminescence efficiency is further demonstrated by
investigation of the benzo-crown ether complexes of Eu”*. Both the emission inten-
sity and lifetime of benzo-15-crown-5 (BI5CS3) and benzo-i8-crown-6 {BI8C6)
Eu’* complexes decrease strongly with respect to their respective analogues of 15C5
and 18C6 [38]. This fact is attributed to a decrease in flexibility of the benzo-crown
ethers, which prevents their effective complexation of the Eu®~ ion. For example, a
1:1 { Eu?~ligand )} composition complex was determined for both these benzo-crown
cther ligands by the emission imtensity ratio method. Compared with the 1:3
{Eu?*:ligand) composition of the 15C5 complex, the encapsulation effect of the
B15CS5 ligand decreases to a large extent. Moreover, the same 1:1 composition was
observed with both the 18C6 and BI8CS ligands. The protection effect of B18C6
afforded to Eu?™ from attack by solvent molecules is decreased compared with 18C6
due 1o its low flexibility. This conclusion Is verified by a decrease in the stability
constant from 3.76 (log K} for the 18C6 complex to 3.62 (log K,;) for the BISC6
complex measured by the NMR method in methanol solution [38].

The emission characteristics of the organic fluorescence center of a2 phenyl group
around 300 nm in these benzo-crown ether complexes has also been investigated.
The emission dependence on the concentration of the complex is shown in Fig. 5
[11,38]. The fact that the phenyl group emission intensity decreases with increase
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Fig. 5. Dependence of the ligand ( pheayl group) emission intensity fex. 280 nm) on ligand concentration:
{a} benzo-18-crown-6 { BI3C6) (4A); (b} Sr** -B18C6 (M}; ic} Eu*"-Bi18C6 (@).

in complex concentration suggests energy transfer from the excited phenyl group to
a Eu?” ion. This conclusion is additionally supported by experimental results for
the di{benzo-18-crown-6} (BB18C6) complex [11,38]. The enhancement of Eu?*
emisston intensity by complexation with BB18C6 is very small compared with that
of the corresponding [8C6 ligand, and 1s attributed to the lower encapsulation effect
of BB18C6 resuiting from its rigid structure and low flexibility as menticned above.

Another factor responsible for the largest fluorescence enhancement of 15C5
among the series of crown ether ligands is its most appropriate cavity size for the
divalent europium diameter (r; 05 Re,2+ =1). The data for macrocyclic ligand cavity
size and divalent europium are presented in Table 3 [11]. Upon absorption of UV
radiation, the Eu?* is raised to the 4f®5d! excited state. This induces a decrease in
the Eu?*—Q (N} equilibrium distance. However, the diffusion of the electron charge
cloud of the Eu?~ excited state is resiricted due to the very similar size between
15CS and Eu?* ion. Ar is thus limited to some degree in the case of the 15C5
complex. According te the aforementioned configurational-coordinate diagram
theory, the smaller the absolute value of Ar, the greater the efficiency of fluorescence.
In the situation of 18C6 and 24C8 ligands, their larger cavity size provides more
space to allow the negative electron charge diffusion of Eu®~ in the excited state,
thus inducing a larger absolute value of Ar. This is the second reason why the
emission efficiency of Eu?*-18C6é and Eu? -24C8& is lower than that of the
Eu?*-15C5 complex.

In the series of cryptand ligands, the cryptand [2.2.1] hole size fits the Fu®*
diameter better than that of the cryptand [2.2.2] ligand. It is therefore expected to
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Table 3

Cavity sizes of crown ether, cryptand and ionic radius

Ligand Radius of cavity size (A)
12C4 0.6
15C5 09-1.1
18Cé 1.3-1.6
24C8 =20
[2.1] i
[2.2.2] 14
Se(il) 1.26%
Eu(IT} t.25*

* lonic radius (8-coordinated).

give a Jarger limitation to the diffusion of the Eu?* excited state electron cloud and
a relatively better fluorescence enhancement effect than the [2.2.1] ligand. However,
the experimental results indicate that cryptand [2.2.2] shows a better fluorescence
enhancement effect [11,36]. This is due to the slightly larger hole size of cryptand
[2.2.2], which can encapsulate Eu®* completely. This better encapsulation effectively
reduces the collision of Eu** with solvent molecules of CH;OH or H,0, showing a
higher luminescence efficiency by diminishing the non-radiative decay. On the con-
trary, in spite of the better limitation on the diffusion of Eu?* excited state electron
cloud, the smaller size of cryptand [2.2.1] cannot encapsulate the same size Eu?*
completely, as in the situation of one I5C5 ligand. It cannot then protect the
Eu?* ion from collision with solvent molecules and consequently reduce the non-
radiative decay as effectively as the cryptand [2.2.2] ligand.

The experimental result that the emission intensity of Eu®*-15C5, Eu?*-18C6
and the same concentration of EuBr, in ethanol solution depends on temperature
is in good accord with the emission Intensity enhancement results discussed above
f11,36]. Fig. 6 exhibits the temperature dependence of the emission intensity for
these three samples. At low temperature, all three systems show intensive emission
due to the very low non-radiative decay related to the low degree of coupling
between the high energy Eu?* excited state and low vibrational energy of the solvent
OH group at low temperature. With increase of temperature, the emission intensity
decreases greatly for EuBr, in ethanol. However, the emission intensity of the [8C6
system does not decrease so much because of the protection from collision by solvent
molecules afforded by 18C6 encapsulation. The Eu?*-15C5 complex hardly shows
any temperature quenching effect unti! room temperature due to its unique complex
configuration in solution and corresponding excellent protection of Eu?” from
solvent molecules.

In order to get further information about the cavity size effect towards
the enhancement of emission intensity, azacrown ether [2.1], [2.2] and N-pivot
lariat azacrown ether 10-(2-methoxyethyl)-1.4,7-trioxa-10-azacyclododecane
{MENI12C4), 13-(2-methoxvethyl)-1.4,7,10-tetracxa-13-azacyclopentadecane {MEN
15C5) were devised and prepared. The emission characteristics of their Eu®*



16 £ Jiang et al | Coordination Chemistry Reviews 70 1998) 1--29

Temperature {°C
=200 ~100 4

===
_D\\ |

=

Emission intensity (vs. Quinine)
T

o
Y

mp. CoHgOH

1. 1 1

L 1
100 200 300
Temperature / K

1

0.01

Fig. 6. The temperature dependence of emission intensity of Eu’" complexes: {a) EBu®’ -15C3; (b)
Eu?~-18C#; {c) EuBr, in ethanol.

complexes were investigated. The emission of these two Eu?* complexes shifts to
longer wavelength. Morecover, a larger emission band width is observed compared
with their corresponding unfunctionalized crown ether analogues, A similar charac-
teristic of large emission band width has also been noted in Eu** complexes of
cryptand ligands which also contain N coordination atoms. The energy of the
Eu?" excited state, 4£%5d!, in these complexes does not differ greatly from that in
crown ether complexes as indicated by the similarity in the longer wavelength
absorption bands in the Eu?*-[2.1], Eu?*-[2.2], Eu?*'-MENI2C4,
Eu?* -MENI15C5, Eu?* —crown ether and Eu**—cryptand complexes. The red shift
and broadening of the emission band are attributed to the greater curve of the
configurational-coordinate parabola for these N-containing ligands. This is related
to the lower electron density and coordination ability of the nitrogen atoms compared
with those of oxygen atoms. The limitation on diffusion of the Eu?* excited state
electron cloud by these N-containing ligands is alse considered weaker than the
corresponding crown ether ligands for the same reason.

Apart from the aforementioned reason, the weak luminescence enhancement of
azacrown ether of [2.1] and [2.2] to Eu?* fluorescence has also been ascribed to the
high vibrational energy of their amine group (-NH-}. It couples with the energy of
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the 4f®5d" excited state of Eu?~, inducing non-radiative decay. The most interesting
result is exhibited by the MENI15CS ligand, which possesses a similar cavity size as
15C5. However, it enhanced only about 13 times the Ey’* emission intensity for
Eu?" in methanol, far lower than that of 15C5. The NMR measurement indicates
that the O atom in the lariat group takes part in coordination with the divalent
europium. This prevents the formation of a [{1+2)1] {ligand:Eu**} composition
complex as in the case of the 15C5 ligand, and thus greatly decreases the protection
of Eu*~ from solvent molecules. The O atom in the lariat group of MENI12C4 is
also found to take part in coordination with the divalent europium; however, NMR
measurements disclosed formation of a complex with 2:1 (ligand: Eu?*) composition.
This reasonably increases the protection for Eu?* to a larger degree and leads to a
great fluorescence enhancement effect. The complex of Eu?™ with MEN12C4 shows
an emission about 500 times stronger than that of Eu** in methanol solution [41].

Fig. 7 shows the relationship between the gquantum yields and the coordination
number to Eu?" ion in methanol sclution for the series of crown ether complexes.
The targer the coordination number around the divaient europium, the higher the
quantum yield of the complex, although there are a few exceptions [36].

An interesting phencmenon of emission intensity dependence on the radiation
time was found for the first time in divalent europium crown ether complex with
a bromoalkyl group in the ligand. Fig. 8 gives the relationship of the radiation
time dependence of emission intensity of 2-bromomethyl-2-methyl-15-crown-5
{BMMI5C5) Eu?" compiex [11,37]. The emission intensity increases with increasing
radiation time and reaches its largest value after about 1 h. However, the emission
intensity of the Eu®* complexes with the 2-propyl-2-methyl-15-crown-5 {PM15C5)
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Fig. 7. The relationship between quantum yield and coordination numbers of Ev** in complexes
in methancl with the ligand of: 2, 15C3; 3, 18Cé6: 4, dicyclohexyl-18-crown-6 (DC18C6}). 5,
dicyclohexyl-24-crown-§ {DC24C8); 6, B15C5; 7, BI8C6; 9, cryptand [2.2]; 11, cryptand [2.2.1]; 12,
cryptand [2.2.2]; 15, pentzethylene glycol (EQS5): 16, hexacthylene glycol {EO6): 17, heptaethylene
glycol (EO7).
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Fig.8. Time dependence of emission mtensity for the Eu®' complex with 2-bromomethyl-
2-methyl-15-crown-5 { BM15C5).

and 2-ethyl-2-methyl-15-crown-5 { EM 15C3) ligands, which do not contain Br atoms
in the chain group, does not show any radiation time dependence. This is explained
by the hypothesis that the Br atom i the chain methyl group moves to the center
of the crown ether under radiation and simuitaneously coordinates with the Eu?*
ion together with the oxygen atoms in the crown ether ligand. This hypothesis is
also supported by the discovery of a dependence of emission spectra of these
bromomethyl-crown ether complexes on time (Fig. 9} [11,37]. With increase of
radiation time, the emission band shifts to shorter wavelength. Moreover, the emis-
sion fraction in the long wavelength, which is attributed to Eu?* ion uncoordinated

100

Emission intensity (arbit.)
an
=)

600

Wavelength / nm

Fig. 9. Time dependence of emission and absorption spectra for the Eu®” complex with 2-bromomethyl-
2-methyl-15-crown-5 {BM15C5): {a} before irradiation (— —: (b) after 10 min irradiation {- - -}; {c}
after 60 min irradiation {- + - ).
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by the macrocyelic ligand, decreases due to the progress of complexation under
radiation.

It is well known that azobenzene shows transformation of cis- or trans-isomer
upon the interaction of radiation and heat [84]. The azo{benzo-15-crown-5)
[ABCr(5,5)] ligand was synthesized to target the development of an optically respon-
sive rare earth luminescence material [85], The excitation and emission properties,
such as the luminescence intensity and configuration of the corresponding divalent
europium complex, are well understood on the basis of the transformation of cis-
and trans-isomer under radiation at different wavelengths.

The data for the luminescence quantum yields (¢}, lifettimes ()}, radiative and
non-radiative rate constants (x and x*) deduced from the values of ¢ and ¢ for
these Eu®* complexes with crown ether, azacrown ether, cryptand, and polyethylene
glycol ligands are given in Table 4. The lifetimes (7} and radiative rate constants (k)
for all these complexes are of the same order with those of EuCl, in methanol, with

Table 4
Luminescence quantum yield ¢, lurninescence lifetime 1, radiative and non-radiative rate constants {x and
"} of divalent europium complexes with crown ether, cryptand and polyethylene glycols

Complex® ¢ (%) T {ns) K 1075 (s)® K*x 105 (s)°
Eul*-12C4 369 300 1.2 iz
Eu® -15C5 28 800 35 3.0
Eu?t. 18C6 9.4 142 6.6 64
Eu?t-BI3C5 1.5 143 1.2 69
Eu?*-BI8Cs 0.2 28 0.72 360
Fu?*-Qcl5Cs 2.1 761 28 12
Eu?'-OclBC6 6.7 143 4.7 b6
Eu?*-DCIBCS 38 89 4.3 110
Eu®*-DC24C8 2.9 290 3.0599 34
Eu?*-BBIZCE 0.05 —= — —
Fu?™-{2.1] 7.1 42f L7 21
Eu?*{2.2] 46 16f 0.29¢ 62f
Eu?*-MENI12C4 14 810 1.7 11
Eu? -MEWNI15C5 0.31 i6 1.5 62i}
Eu2+7[2,].]] 0.05 —F = —*
Eu?* [2.2.1] 1.4 24t 0.58" 4
Eu?’ {2.2.2] 9.3 200 0.47 45
Eu?*-EQ3 {.064 - f —F —
Eu?*-EO4 .14 — — —*
Eu?” EO5 G.16 — — - F
Eu?'-EQO6 812 43¢ 0.29¢ 23
Eul*-EO7 0.18 39¢ 0.30° 17’
EuCl, 0.036 21 2] 5900

* The Eu®~ concentration is 4 x 1077 M.,
® Radiative rate constant.

© Neon-radiative rate constani.

4 The value for {Eu]:[ligand]=1:10.

& Not measured,

f Not very reliable,
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a few exceptions, while the non-radiative rate constants {x*) show a great difference
among different species of complexes. The divalent europium complexes formed
with crown ether, azacrown ether, and cryptand ligands show smaller non-radiative
rate constanis {x*) than BEuCl; in methanol. Their value of x* is even smaller
compared with that of non-macrocyclic polyethylene glycol Eu®* complexes. Among
these macrocyelic ligands, 15C5 brings the smallest non-radiative rate constant value
to Eu?* because of the special protection effect of 15C5 ligands to the central
europium ion from the collision of methanol molecules. This clearly indicates that
the luminescence enhancement of divalent europium from the complexation with
macrocyclic hgands is initiated by the decrease in non-radiative rate constant rather
than by the increase in radiative rate constant.

4.2. The luminescent characteristics of divalent europium poly-crown ether and poly-
cryprand complexes

After intensive studies of the luminescence of divalent europium crown ether and
cryptand complexes in solution, Adachi et al. further prepared divalent europium
complexes of crown ether- or cryptand-containing polymeric ligand and investigated
their fluorescent properties to target the practical application of divalent europium
complex luminescence materials [41,67-74].

The various crown ether- and cryptand-containing monomers were synthesized
according te literature procedures [75-78]. They were then polymerized indepen-
dently or copolymerized with another kind of monomer, providing the polymer or
copolymer ligands containing crown ether or cryptand fractions. These ligands were
treated with EuCl, methanol solution under nitrogen gas to give the divalent euro-
pium polymeric or copolymeric complexes after washing with methanol and drying
in vacuo [67-74].

Fig. 10 describes the excitation and emission spectra of Eu**-PMAI15CS and

8

Emission intensity (arbit.)
&

Wavelength / nm

Fig. 10. Excitation and emission spectra of the polymer complex: {a) Eu®" PMAISCS {~ —) (b}
Eu?*-PMAISCE (---).
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Eu?*-PMA18C6 complexes. They show similar emission characteristics to their
related simple complexes in solution. This not only indicates the formation of the
similar divalent europium complex both in the polymer form and in solution, but
also suggests their similar complex composition and structure. Therefore a simifar
protection effect of the macrocyclic ligand to the luminescence center Eu?™ from
the unvaporized methanol molecules in the polymer is also identified. As for the
situation in crystal or vitreous luminescent material, concentration quenching occurs
with increase of divalent europium concentration. With the increase of divalent
curopium in pelymer or copolymer material, the average distance between the
divalent eurcpium ions decreases. The probability of energy transfer between the
Eu®* excited states increases with increasing Eu?" concentration. When the Eu?*
concentration reaches a critical value which depends on the particular poly-ether
species, the probability of this energy transfer exceeds that of emission from the
Eu®~ excited states.

Fig. I1 shows the dependence of emission intensity of Eu?*-15C5 and
Eu®*-18C6 polymeric complexes as well as copolymeric complexes on EuCl, concen-
tration. Fig. 11 indicates that the 15CS5-containing copolymeric complex shows
stronger emission intensity than the 15C5-containing polymeric complex. This is
rationalized by the fact that introduction of an additional fraction into the polymer
increases the distance between the 15C5 fractions and thus the distance between the
coordinated Eu?* ions. The larger the ratio of the additional fraction to the 15C5
fraction in the copolymer, the stronger the emission intensity. Fig. 11 also indicates
that the emission intensity of 15C5-containing polymer or copolymer Eu?™ complex
is stronger than that of the corresponding 18Cé-containing polymer or copolymer
Eu?* compiex. This again demonstrates that the composition as well as configuration
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Fig. 11. The dependence of emission intensity of Eu®' polymer or copolymer complex on EuCl, con-
centration: (a) Eu*-PMAILSCS (L), (b} Eu’* copoly{ MAISCS3/MMA)Y (1:5} (&) {c)
Ev?” -copoly( MAISCS/MMA)Y  {1:18) (D% {(d) Eu? -PMAISCE (M) (e) Eu* -
copoly( MAI8CEMMA) (1:10} {@).
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of crown ether En** complex in 15C5- and 18Cé-containing polymer or copolymer
are similar to their respective simple analogues in solution.

Furthermore, besides emission intensity, the emission band position in these
polymeric or copolymeric complexes also shows dependence on EuCl, concentration
[71]. Fig. 12 exhibits the relationship between the emission peak wavelength and
EuCl, concentration for 15C5- and 18C6-containing polymeric and copolymeric
complexes. With increase of EuCl, concentration, the emission band especially for
the 15C5-containing polymeric and copolymeric complexes shifts to longer wave-
length. This suggests that with increase of EuCl, concentration the Eu?* ions tend
to aggregate together instead of dispersing homogenecusty over the polymer, This
induces a sudden change in the composition and configuration of the Eu?* complexes
and thus the emission properties in the 15C5-containing polymer. As the divalent
europium ion is fully enclosed in the 18C6 ligand cavity, even in the polymeric
complexes, the increase of EuCl, concentration does not greatly affect construction
of the Eu?*"-18C6 complex in these 18C6-containing polymeric complexes.
Therefore, the dependence of emission band position for 18Cé-containing polymeric
and copolymeric complexes i3 not as obvious as for 15C5-containing polymeric and
copolymeric complexes. For both 15C5- and 18Cé-containing polymeric and copoly-
meric complexes, the emission characteristics are dominated by free europium ions
absorbed by the polymer after reaching a certain large value of EuCl, concentration.

Several kinds of copolymer with different sizes {Scheme 3} are used to copolymer-
ize with the 15C5-containing monomer to investigate their affect upoen the emission
characteristics [11,71]. The dependence of emission intensity for these Eu?* copoly-
meric complexes on EuCl; concentration is plotted in Fig. 13. With further increase
of the size of the additional copolymer fraction the fluorescence enhancement dimin-
ishes. Initially, an increase in the size of additional copolymer fraction is helpful in
increasing the distance between the Eu?* complexes and thus the emission efficiency,
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Fig. 12. The dependence of emission peak wavelength of the Eu?* polymer or copolymer complex on
EuCl, concentration: {a) Eu®"-PMA15CS {Z); (b) Eu? "—copoly{ MAI5CS/MMA} {1:10} (C); (¢}
Eu!"-PMAIRCS (H}; {d) Eu’ " —copoiy{MAIBC6/MMA) (1:10) (@)
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but further increase may prevent the effective complexation of Eu’* with 15C5
fractions due to the increasing steric obstruction.

The dependence of luminescence lifetime of the divalent europium 15C5-containing
polymeric and copolymeric complexes on EuCl, concentration (Fig. 14)[11,71] also
supports this viewpoint, Due to reduction in the encapsulation effect of the 15C3
ligand to Eu?" with a structural change in the polymeric complexes and an increase
in the energy transfer among the Eu®" species accompanying an increase of EuCl,
cong¢entration, the luminescence efficiency decreases. This is expressed by the decrease
in lifetime shown in Fig. 14. Other 15C5-containing polymeric and copolymeric
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Fig. 14. The dependence of luminescence lifetime of Eu®* polymer or copolymer complex on EuCl;
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species display a similar result. However, the lifetime of the 18Cé6-containing poly-
meric complexes does not change as greatly as that of the 15C5-containing analogues.
This is rationalized by the smaller degree of change in encapsulation to Eu** for
the 18C6 fraction in 18C6-containing polymers associated with the 1:1
{Eu?*:18C6) composition.

The emission characteristics including the lifetime and emission intensity of
azacrown ether- or cryptand-containing polymeric complexes are similar to those of
their respective simple analogues in methanol or water solution. Similar to their
crown ether-containing polymeric analogues, these characteristics also display a
dependence on EuCl, concentration. All these data are organized in Table 5 along
with those of crown ether-containing polymeric complexes.

The introduction of additional ions such as alkaline earth metal ions Mg?™,
Ca2*, Sr2*, Ba?", and Group 1IB metal ions Zn?* as well as Cd?" into the crown
ether-containing polymeric complexes of Eu?™ similarly improves the fluorescence
characteristics as the introduction of an additional group into the crown ether-
containing polymer. The fluorescence properties of 15C5-containing polymeric and
copolymeric Eu?™ complexes co-doped with the above mentioned divalent ions were
investigated [73]. Experimental results indicate that the introduction of additional
alkaline earth ions into 15C5-containing polymeric complexes results in an effect on
the Eu?* fluorescence similar to that of lowering the Eu?~ content in the polymer.
The emission intensity for 15C5-containing polymeric Eu®* complexes co-doped
with alkaline earth ions is almost the same as that of the undoped polymeric Eu®*
complexes. This suggests that the alkaline earth ions exist in a coordinated form
displacing Eu®>* in the polymer. The bulky Ba** jons influence the surroundings of
the Eu?'—15CS moieties in the polymer, thus the Eu’* polymeric complexes
co-doped with this ion give the smallest emission intensity of all the alkaline earth
co-doped ones. The fluorescence properties of the 15C5-containing polymeric
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Table 5
Luminescence properties of Eu®* compilexes with crown ether- or cryptand-containing polymer or
copoiymer

Polymer complex (meny [EuCl® in [EuCi ] in  Emission
MeOM (M) polymer
(WiSE) " ™ imax  L/MT
(%) (ns)  {nm)

Eu?' —copoly{MALSC5;MMA}  (1:5) 0.05 4.55 19.8 430 439 3.3

{1:10y 005 107 231 47 436 16
Eu?"—copoly{ MA15CS/EMA) {15 0.01 1.01 180 476 435 25
Eu* .copoly{ MA15C3/BMA} (1:5} 0.01 105 122 418 437 20
Eu®'-copoly{ MAISCS/MAGL}Y  (1:5) .01 2.40 172 447 4% 86
Eu?*-copoly{MAI5C5/MAGS}  ({1:5) 0.005 - 017 412 412 —8
Eu?* PMAISCS 0.01 12 663 312 437 3.1
Eu®’ -copoly{ MAIRC6/MMAY (1110} 0.0 5.98 199 304 432 26
Eu?"-PMAI18CS 0.05 3 30 340 435 1.4
Eu?"-copoly{ MA[2.22]/MMA) (1:5.5) 0.05 0.7 422 378 453 0.83
Eu?~-PMA[2.2.2] 18.7 290 429 453 2.64
Eu?’ -copoly{MAf2.22I'MMA} (1:79} 206 193 536 449 1.26

* Molar ratio of the monomer containing a crown compound to the other monomer,

® EuCl, concentration in complex formation.

¢ EuCl, concentration in the palymer complex when emission intensity becomes maximum, determined
by EDTA titration.

¢The maximum relative emission intensity determined by comparison with that (108%; of
CaWQ,Pb{NBS1026).

® Luminescence lifetimne.

f Ratio of ligand to Fu,

£ Not measured.

Eu?* complexes co-doped with Zn*~ jons are greatly improved. The maximum
flucrescence intensity obtained for 15C5-containing polymeric Eu?* complexes
co-doped with Zn>™ jons reaches about 50% that for NSB1026, about two times
that of 15CS-containing polymeric Eu®* complexes. The lifetime of Eu?* by
co-doping with Zn®* is also apparently lengthened. These results suggest that
Zn?~ behaves differently from the alkaline earth ions in the polymer. Raman
spectroscopic measurements indicate that ZnCl2~ complex anions are formed in the
polymer matrix. Judging from the excitation and fluorescence spectra of
15C5-containing polymeric Eu?* complexes co-doped with Cd*" ions, this ion
appears to act like Zn®*. However, the improvement of Eu?* fluorescence is not as
effective as with Zn?* due to the difficulty in forming the larger ionic size CdCI2~
complex anions.

The stability of divalent europium is greatly improved by the formation of crown
ether-, azacrown ether- or cryptand-containing polymer or copelymer complexes.
The Eu®~ ion is known to be the most stable divalent lanthanide species, but it may
be immediately oxidized on contact with oxygen in air in methanol or aquecus
solution. However, the mean half period of the luminescence intensity of polymeric
complexes kept in a desiccator was found to be about one day [11,71]. Interestingly.
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the resistivity of Eu?* ions against oxidation in 15C5-containing potymeric Eu®”
complexes co-doped with Zn®** jons was further extremely enhanced compared with
that of 15C5-containing polymeric Eu?* complexes, although the reasen is not
clear {73].

4.3. The color-changeable luminescence characteristics of the Eu®***—15-crown-5
complex

Adachi et al. further investigated the color-changeable luminescence characteristics
of Eu?*%*.15-crown-5 complexes by modifying the valency of the Eu ion under
electrochemical polarization [59]. A similar Eu®~/2*-bpy (bpy=2.2"-bipyridine}
system was simiultanecusly studied for comparison, The formal Eu® /% potential
for the 15C5 complex is —65 mV, whereas the formal potential for the Eu-bpy
system is —200mV vs. SCE. Compared with the value in Fu®*2" methanol,
— 150 mV, the conclusion that complexation with 15C5 improves the stability of
divalent europium and the coordination with bpy enhances the stability of tervalent
europium can be reached. The luminescence properties for these systems were then
studied under electrochemical polarization at —450 and 500 mV, respectively.

Fig. 15¢a) shows the emission spectra of Eu**2*~15C5 methanolic solution con-
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Fig. 15. The emission spectra for the methanolic solution containing: (2) 2mM Eu*™?", 6 mM 15CS,
and 0.1 M TBAP: {b} ZmM Eu®“*', 6 mM bpy, and 0.1 M TBAP, excited by 300 nm after polarization
at —450mV for 30 min { — ) and at 500 mV for 30 min (- - -}, respectively; (c} 4mM Eu3"72",
&mM 15CS, 1 mM bpy, and 0.1 M TBAP, excited by 254 nm after polarization at —450 mV for 150 min
{— —Yand at 500 mV for 3Bmin {- - -).
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taining 2 mM Eu and 6 mM 15C5. The characteristic band of the Eu?*-15C5
complex at 430 nm increases dramatically under polarization at —450mV. At
+500 mV the blue band disappears almost completely and a weak red line spectra
corresponding to Eu®*-15C5 grows in. The emission intensity of this red line is
guite low compared with that of the blue band. This is attributed to the absence of
an effective sensitizer for the luminescence of Eu®* in the 15C5 system. On the other
hand, the situation for the Eu®"'"?*_bpy system contrasts with that of the
Eu**2*_15C5. It exhibits strong red emission lines [Fig. 15(b)] derived from the
f—f transitions of the Eu®* ion because bpy ligands act as effective sensitizers; they
absorb the radiation energy and then transfer this energy to the central Eu** ions.
However, no blue emission is observed with electrochemical polarization at
—430 mV, even for a long time, due to the non-radiative energy transfer from the
excited states of Eu?* to bpy ligands. In order to improve the characteristics for the
color-changeable phosphor between blue and red, a mixture of Eu?***..15C5 and
Eu®~"2*_bpy complexes in methanol containing 4 mmol EuCl,, 6 mmol 15C5,
and 1 mmol bpy was prepared. The emission spectra were checked and are shown
in Fig. 15(c). The intense blue emission {430 nm) and red emission {616 nm) with
almost the same intensity are observed under anodic and cathodic polarization
conditions, respectively. Furthermore, the response time from biue to red is relatively
rapid (8 min) under cathodic electrochemical polarization conditions at + 500 mV.
The recovery of the blue emission under anodic polarization at —450 mV is much
slower {more than 150 min}.

5. Concluding remarks

Research on rare earth luminescence has been a very active field. The correspond-
ing rare earth luminescence materials have been extensively applied in varicus
important fields of modern science and technology, such as laser sources, solar cell
apparatus, and biological probes. However, previous research attention has been
focused on the crystal and vitreous fluorescence materials of rare earths with normal
tervalent oxidation staie. There has been a limited number of publications and
applications concerning divalent rare earth materials in the form of inorganic crystal
and vitreous states, and in particular about divalent rare earth coordination com-
pound materials. This article systematically summarizes recent progress in research
on the fluorescence of divalent europium crown ether and cryptand complexes and
their polymeric derivative complexes. Extensive applications with special biclogical,
optic and magnetic interests are expected to develop for these macrocyclic coordina-
tion compound materials upon further intensive investigation.
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