WO 2014/048702 A1 |1V} 900E 0 .00 101 0 0 0 A

(12) INTERNATIONAL APPLICATION PUBLISHED UNDER THE PATENT COOPERATION TREATY (PCT)

(10) International Publication Number

WO 2014/048702 A1

(19) World Intellectual Property =
Organization
International Bureau
(43) International Publication Date —
3 April 2014 (03.04.2014) WIPOIPCT
(51) International Patent Classification: (81)
B41M 3/14 (2006.01) C09D 11/00 (2006.01)
(21) International Application Number:
PCT/EP2013/068570
(22) International Filing Date:
9 September 2013 (09.09.2013)
(25) Filing Language: English
(26) Publication Language: English
(30) Priority Data:
61/707,282 28 September 2012 (28.09.2012) UsS
PCT/EP2012/069666 (84)
4 October 2012 (04.10.2012) EP

)

(72)

49

Applicant: SICPA HOLDING SA [CH/CH]; Av. de
Florissant 41, CH-1008 Prilly (CH).

Inventors: THOMAS, Frédéric; Route du Centre, CH-
1774 Cousset (CH). LAPORTE, Cécile; 33 Rue de I'Ho-
pital, CH-1400 Yverdon-les-Bain (CH).

Agent: DOSSMANN, Gérard; Casalonga & Associes, 8
avenue Percier, F-75008 Paris (FR).

Designated States (unless otherwise indicated, for every
kind of national protection available): AE, AG, AL, AM,
AO, AT, AU, AZ, BA, BB, BG, BH, BN, BR, BW, BY,
BZ, CA, CH, CL, CN, CO, CR, CU, CZ, DE, DK, DM,
DO, DZ, EC, EE, EG, ES, FI, GB, GD, GE, GH, GM, GT,
HN, HR, HU, ID, IL, IN, IS, JP, KE, KG, KN, KP, KR,
KZ, LA, LC, LK, LR, LS, LT, LU, LY, MA, MD, ME,
MG, MK, MN, MW, MX, MY, MZ, NA, NG, NI, NO, NZ,
OM, PA, PE, PG, PH, PL, PT, QA, RO, RS, RU, RW, SA,
SC, SD, SE, SG, SK, SL, SM, ST, SV, SY, TH, TJ, T™M,
TN, TR, TT, TZ, UA, UG, US, UZ, VC, VN, ZA, ZM,
ZW.

Designated States (unless otherwise indicated, for every
kind of regional protection available): ARIPO (BW, GH,
GM, KE, LR, LS, MW, MZ, NA, RW, SD, SL, SZ, TZ,
UG, ZM, ZW), Eurasian (AM, AZ, BY, KG, KZ, RU, TJ,
TM), European (AL, AT, BE, BG, CH, CY, CZ, DE, DK,
EE, ES, FL FR, GB, GR, HR, HU, IE, IS, IT, LT, LU, LV,
MC, MK, MT, NL, NO, PL, PT, RO, RS, SE, SI, SK, SM,
TR), OAPI (BF, BJ, CF, CG, CI, CM, GA, GN, GQ, GW,
KM, ML, MR, NE, SN, TD, TG).

Published:

with international search report (Art. 21(3))

(54) Titlee LUMINESCENT LANTHANIDE COMPLEX, AND ARTICLES AND INKS CONTAINING THE LUMINESCENT
COMPLEX

(57) Abstract: Luminescent lanthanide complex and inks containing the complex as well as its method of production and article in -
cluding the complex, wherein the complex includes the formula: wherein M is chosen from the alkali cations Li*, Na*, K*, Rb*and
Cs* and mixtures thereof and is present to neutralize charge of the complex; wherein Ln is chosen from the trivalent rare-earth
cations of Ce, Pr, Nd, Sm, Eu, Gd, Tb, Dy, Ho, Er, Tm, and Yb and mixtures thereof, wherein R is a Csto Csheteroaryl:wherein Y is
an optionally substituted Cs-Cs heterocycloalkyl moiety linked to R by an N atom; wherein n is an integer of 3 or 5; and wherein x is
an integer of O or 1.



WO 2014/048702 PCT/EP2013/068570

LUMINESCENT LANTHANIDE COMPLEX, AND
ARTICLES AND INKS CONTAINING THE LUMINESCENT COMPLEX

FIELD OF THE INVENTION:

[0001] The invention relates to the field of security documents, packaging or items of value
and aims at improving the security level of such documents, packaging or items of value. The
present invention preferably relates to paper based documents or substrates onto which can be

applied or printed a composition comprising luminescent lanthanide complexes.

BACKGROUND OF THE INVENTION:

[0002] Secure documents such as currency, passports, or identity cards are increasingly
counterfeited around the world. This situation is a very critical issue for governments and society
in general. For example, criminal organizations may use fake passports or identity cards for
trafficking of human beings. As reprographic technologies become more and more sophisticated,
it becomes even more difficult to make a clear distinction between a fake document and the
original. Document security has therefore a considerable impact on the economy of countries and

also on victims of illicit traffic involving counterfeit documents.

[0003] Passports and identity cards are in general secure documents which contain a large
number of protections, such as holograms, bar codes, encrypted data, specific papers or
substrates, etc. Some protections are visible to the unaided eye ("overt" features), other

protections are invisible ("covert" features) and their detection requires specific equipment.

[0004]  Paper related documents which have valuable interest such as banknotes, fiduciary
documents or even recently diplomas, such as diplomas from high schools and colleges and
universities, are highly subject to counterfeit. In university or college or high school, for
example, the level of security of diplomas made with paper is not enough to prevent illicit
reproduction. Very often in such documents there is found as a control element the stamp of the
college or university or high school, and eventually a hologram as a security feature. However,

holograms are more susceptible to easy reproduction as printing techniques become more and
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more sophisticated. This permits counterfeiters to reproduce such documents of value, including
the college or university or high school stamp.

[0005] In order to prevent such diversion there is a need to find alternative solutions to protect
such documents, especially documents made with paper. Security inks comprising luminescent
compounds are known to prevent such diversion and very often inkjet compositions are used to

protect documents of value.

[0006] In US 2007/0225402 Al, which is incorporated by reference herein in its entirety, the
use of an ultraviolet luminescent ink is disclosed, which is printed in form of indicia onto the
document. The ultraviolet luminescent ink is invisible under natural light, such that the indicia
can be only revealed under irradiation with UV light. This ultraviolet luminescent ink is useful
for applying codes onto security documents such as passports or banknotes. In the cited
document, printing processes, including silk screen, gravure, letterpress and offset printing are

used to apply the invisible ultraviolet fluorescent inks.

[0007] Luminescent compounds in pigment form have been widely used in inks and other
preparations (see U.S. Patent No. 6,565,770, WO 2008/033059 A2, WO 2008/092522 Al).
Examples of luminescent pigments can be found in certain classes of inorganic compounds, such
as the sulphides, oxysulphides, phosphates, vanadates, garnets, spinels, etc. of nonluminescent
cations, doped with at least one luminescent cation chosen from the transition-metal or the rare-

earth ions.

[0008] Another class of compound useful to produce luminescence in ink is formed by certain
rare-earth metal complexes such as described in WO 2009/005733 Al and its family member US
2009/0000509 A1 or in U.S. Patent No. 7,108,742, which are incorporated by reference herein in

their entireties.

[0009] A particular process for imprinting secure documents with luminescent compounds, in
particular luminescent rare-earth metal complexes, is inkjet printing, and more particularly
thermal inkjet printing. Thermal inkjet printers use print cartridges having a series of tiny
electrically heated chambers, constructed by photolithography. To produce an image, the printer
sends a pulse of electric current through heating elements disposed in the back of each chamber,
causing a steam explosion in the chamber, so as to form a bubble, which propels a droplet of ink

through an orifice of the chamber onto the paper in front of it (hence the tradename Bubblejet®
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for certain inkjet printers). The ink's surface tension, as well as the condensation and thus
contraction of the vapor bubble, pulls a further charge of ink into the chamber through a narrow

channel attached to an ink reservoir.

[0010] The ink used is aqueous (i.c., a water-based ink comprising pigments or dyes), and the
print head is generally cheaper to produce than the equipment required for other inkjet
technologies. However, its lifetime is short, and it is generally exchanged together with the

empty ink cartridge.

[0011] A major problem encountered with inkjet printers is ink drying in the printhead's
nozzles, causing the pigments and/or dyes to form a solid deposit that plugs the microscopic ink
orifices. Most printers prevent this drying by automatically covering the printhead nozzles with a
rubber cap when the printer is not in use. Abrupt power loss, or unplugging the printer before it
has capping of the printhead can, however, cause the printhead to dry out. Further, even when
capped - this scal being not perfect -, over a period of several weeks, the ink in the nozzles can
dry out and plug them. Once ink begins to dry out in the nozzles, the drop volume is affected, the

drop trajectory can change, or the nozzle can completely fail to jet any ink.

[0012] In the case of luminescent inkjet inks comprising rare earth metal complexes, the
stability of the complex in water is critical to avoid nozzle obstruction. In order to prevent
premature drying, adding water or solvent, to sufficiently dilute the ink, is an obvious solution.
However, dilution with water or solvent reduces the intensity of luminescence (and thus the ease

of detection) of the security document printed with such ink.

[0013] Another problem also very often encountered when using ink which comprises
luminescent pigments when used, for example, in a water based ink composition with inkjet
printer (very often used for printing security document or packaging of value made with paper),
is their stability as well as degradation of the ink inside the nozzle of the printer by known

mechanisms such as Kogation or precipitation.

[0014] Although rare carth metal complexes would represent a very useful way of imparting
luminescence to inkjet inks, the problem of ink drying in the nozzles makes it often impossible to
use the inkjet cartridges in their entirety, and causes thus increased ink cartridge consumption
cost. This has not only an ecological and security impact, due to the "recycling" problem caused

by such "used" cartridge, but also a non-negligible impact on the cost of printing.
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[0015] US 2010/0307376 A1, which is incorporated by reference herein in its entirety, is
directed to a lanthanide chelates and secure documents containing lanthanide chelates, and
provides many advantages and overcomes many of the disadvantages of the prior art, especially

disadvantages resulting from stability, premature drying and Kogation.

[0016] Despite the considerable interest of such luminescent inks, the paper which must be
protected remains a problem, because not all luminescent inks will adhere to the surface of the
paper. Additionally, more problematic is the fact that the ink used when printed onto paper type
documents or items does not confer to the paper a high level of security. The security element
present in such ink when printed to the paper is not fully revealed or its signal remains relatively
weak which does not allow a full recognition of the genuine paper type document or items.

[0017] There is therefore still a need to have a specific and selected water based composition
which allows to provide a high level of security when printed on a paper substrate, which allows
allow an efficient level of recognition of the security element with a specific luminescent profile
hard to reproduce comprised in water based ink composition and which also avoid the drawbacks

of instability, kogation and precipitation inside the nozzle of the ink jet printer.

[0018] Thus, there is still a crucial need to solve the above mentioned problems in order to
promote the efficient use of luminescent ink-jet inks based on rare earth metal complexes, and
therefore to obtain correctly printed and protected security documents during the whole life of

the ink cartridge.

SUMMARY OF THE INVENTION:

[0019] The present invention overcomes the above described disadvantages by:

a) providing a stable and high level of luminescence with specific luminescent profile for
efficient marking of paper documents of value during the whole life of the ink cartridge,
which allows recognition easily and efficiently of the luminescence as well as its profile,
and

b) avoiding nozzle obstruction responsible for the impossibility to use the ink cartridge in its
entirety.

[0020] The foregoing is accomplished by providing an aqueous inkjet composition comprising

at least one luminescent lanthanide complex of the formula:
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wherein M is chosen from the alkali cations Li*, Na", K*, Rb” and Cs" and
mixtures thereof and is present to neutralize charge of the complex;

wherein Ln is chosen from the trivalent rare-earth cations of Ce, Pr, Nd, Sm, Eu,
Gd, Tb, Dy, Ho, Er, Tm, and Yb and mixtures thereof;

wherein R is a Cs to Cg heteroaryl;

wherein Y is an optionally substituted C3-Cs heterocycloalkyl moiety linked to R
by an N atom;

wherein n is an integer of 3 or 5; and

wherein x is an integer of 0 or 1.

[0021] There is also provided a lanthanide complex according to the following formula:

wherein M is chosen from the alkali cations Li', Na", K*, Rb" and Cs” and
mixtures thereof and is present to neutralize charge of the complex;

wherein Ln is chosen from the trivalent rare-earth cations of Ce, Pr, Nd, Sm, Eu,
Gd, Tb, Dy, Ho, Er, Tm, and Yb and mixtures thereof;

wherein R is a Cs to Cg heteroaryl:

wherein Y is an optionally substituted C;-Cs heterocycloalkyl moiety linked to R
by an N atom, said C3-Cs heterocycloalkyl moiety carrying preferably at least a nitrogen
atom in the cycle, said nitrogen atom being linked to R;

wherein n is an integer of 3 or 5; and

wherein X is an integer of Q or 1.
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[0022] The at least one luminescent lanthanide complex can be a recrystallized product having
exact stoichiometry of 1:3.

[0023] The at least one luminescent lanthanide complex can be a recrystallized product having
exact stoichiometry of 1:5.

[0024] Preferably, no excessive R component in free form is present in the ink.

[0025] An amount of CI' of the complex preferably does not exceed 0.1 wt% based of the total
weight of the at least one luminescent lanthanide complex.

[0026] An amount of Cl” of the complex can be between 0.1 wt% and 0.25 wt% based on the
total weight of the complex.

[0027] The aqueous ink composition can include at least one hygroscopic substance, such as 5
to 45 wt% of the at least one hygroscopic substance, based on the total weight of the
composition.

[0028] The at least one hygroscopic substance can be selected from primary, secondary or
tertiary alcohol, lactams, polymeric glycol, glycol, and cyclic sulfone, and mixtures thereof.
[0029] The at least one hygroscopic substance can be selected from DL-hexane-1,2-diol, 2-
pyrrolidone, sulfolane, tetramethylene sulfoxide, gamma-butyrolactone, 1,3-dimethyl-2-
imidazolidinone, 2-propanediol, pentanediol, 1,2 hexanediol, trimethylolpropane, glycerol,
ethyleneglycol, dicthyleneglycol, polypropyleneglycol, polyethyleneglycol, ethanol, propanol,
and butanol, and mixtures thereof.

[0030] The aqueous ink composition can include at least one visible dyestuff or pigment, such
as 1 to 15 wt% of the at least one visible dyestuff or pigment, based on the total weight of the
composition.

[0031] The at least one visible dyestuff or pigment can be selected from monoazo and/or
disazo dyes, monoazo Cu-complexes dyes.

[0032] The aqueous ink composition can contain 1-15 wt% of the at least one luminescent
lanthanide complex, based on the total weight of the composition.

[0033] R can be pyridine, imidazole, triazole, pyrazole, or pyrazine.

[0034] R taken together with the at least one carboxylic acid group attached thereto can be
dipicolinic acid and/or 4-hydroxypyridine-2,6-dicarboxylic acid, and Ln can be chosen from the

trivalent ions of Europium (Eu3+) and/or Terbium (Tb3+).
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[0035] Y can be a moiety of aziridine, azetidine, imidazolidine, pyrrolidine, pyrrolidin-e-one,
pyrrolidine-2-thione, thiomorpholine, morpholine, hexahydropyrimidine, piperazine, azepane, or
azocane.

[0036] The Cs-Cgheterocycloalkyl can be substituted with a C-Cg alkyl or C;-Cs alkoxy.
[0037] There are also provided articles comprising the aqueous ink compositions.

[0038] There are also provided security documents comprising at least one layer made with the
aqueous ink composition.

[0039] There are also provided processes for obtaining the at least one luminescent lanthanide
complex comprising reacting one equivalent of precursor compound of a trivalent or pentavalent
lanthanide ion Ln with 3 or 5 equivalents of the R component in the presence of the alkali cation
M to neutralize the complex.

[0040] The precursor compound of the trivalent lanthanide ion Ln can be selected from the
group consisting of oxides LnyOs;, chlorides LnCls, carbonates Lny(CO;); and acetates
Ln(CH3;COO)s.

[0041] The R component can be employed as a free acid H,A together with a required amount
of base, or as a monoalkali-salt HMA, or as a dialkali salt MA.

[0042] The components of the complex can be combined in aqueous solution, and the resulting
complex can be recrystallized so as to separate it from byproducts of the reaction.

[0043] The article can be a banknote, passport, a security document, a value document, a
diploma, a fiduciary document, a packaging, a ticket, a foil, a thread, a label or a commercial
good.

[0044] The article can be a paper article.

[0045] The at least one luminescent lanthanide complex can be a recrystallized product.

'[0046] Preferably, m can be 3 and/or x can be 1.

[0047] The optionally substituted C3-Cs heterocycloalkyl moiety can include at least one N
atom in addition to the N atom through which Y is linked to R.

[0048] The optionally substituted Cs-Cs heterocycloalkyl moicety can include at least one O
atom.

[0049] The luminescent lanthanide complex can absorb in the ultraviolet and/or the blue region
of the electromagnetic spectrum. The luminescent emission in these lanthanide complexes can be

due to inner f-shell transitions such as: Dy — F; and Do — F, for Eu (3+).
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[0050] According to the present invention, a neat stoichiometric complex of the luminescent
lanthanide complex is preferably used, rather than a solution of a rare-carth ion salt in a large
excess of the R group. This is possible with R groups that form very stable anionic complexes
with the rare-earth ion, such that no dissociation (hydrolysis or pyrolysis) occurs in aqueous
solution upon heating. Hydrolysis would noteworthy lead to precipitates and corresponding

nozzle obstruction.

[0051] Thus, according to the present invention, a neat luminescent lanthanide complex is
preferably used. The use of such neat complex salt avoids any unnecessary excess of free R
group in the ink, reducing thus its overall solid content, and therewith its tendency to obstruct (to

clog) the inkjet nozzles through kogation or drying.

[0052] These and other features and advantages of the present invention will be more readily
understood from a reading of the following detailed description by those of ordinary skill in the
art. It is to be appreciated that certain features of the invention which are, for clarity, described
above and below in the context of separate embodiments, may also be provided in combination
in a single embodiment. Conversely, various features of the invention that are, for brevity,
described in the context of a single embodiment, may also be provided separately or in any
subcombinaton. Further, reference to values stated in ranges include each and every value within

that range.

DETAILED DESCRIPTION OF THE INVENTION:

[0053] According to the present invention, there is provided a lanthanide complex according to

the following formula:

wherein M is chosen from the alkali cations Li*, Na*, K*, Rb" and Cs* and

mixtures thereof and is present to neutralize charge of the complex;
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wherein Ln is chosen from the trivalent rare-earth cations of Ce, Pr, Nd, Sm, Eu,
Gd, Tb, Dy, Ho, Er, Tm, and Yb and mixtures thereof;

wherein R is a Cs to Cg heteroaryl:

wherein Y is an optionally substituted C3-Cs heterocycloalkyl moiety linked to R
by an N atom,;

wherein n is an integer of 3 or 5; and

wherein x is an integer of 0 or 1.
Moreover, there is provided an aqueous inkjet composition comprising at least one

luminescent lanthanide complex of the formula:

wherein M is chosen from the alkali cations Li*, Na*, K, Rb* and Cs* and
mixtures thereof and is present to neutralize charge of the complex;

wherein Ln is chosen from the trivalent rare-carth cations of Ce, Pr, Nd, Sm, Eu,
Gd, Tb, Dy, Ho, Er, Tm, and Yb and mixtures thereof;

wherein R is a Cs to Ce heteroaryl;

wherein Y is an optionally substituted C3-Cs heterocycloalkyl moiety linked to R
by an N atom,;

wherein n is an integer of 3 or 5; and

wherein x is an integer of 0 or 1.

[0054] R is preferably pyridine, imidazole, triazole, pyrazole, or pyrazine. For example, R
taken together with the at least one carboxylic acid group attached thereto can be, for example,
dipicolinic acid, 4-hydroxypyridine-2,6-dicarboxylic acid, 4-amino-pyridine-2,6-dicarboxylic
acid, 4-ethoxypyridine-2,6-dicarboxylic acid, 4-isopropoxypyridine-2,6-dicarboxylic acid and/or
4-methoxypyridine-2 ,6-dicarboxylic acid, preferably dipicolinic acid and/or 4-hydroxypyridine-
2,6-dicarboxylic acid.
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[0055] Y is preferably a moiety of aziridine, azetidine, imidazolidine, pyrrolidine, pyrrolidin-e-
one, pyrrolidine-2-thione, thiomorpholine, morpholine, hexahydropyrimidine, piperazine,
azepane, or azocane. Preferably, Y can be substituted with a C;-Cg alkyl, , such as a methyl,

ethyl, isopropyl, etc., or C;-Cs alkoxy, such as a methoxy, ethoxy, isopropoxy, etc.

[0056] Preferably, the lanthanide ion is Europium (Eu3+) and/or Terbium (Tb3+}. Preferably,
dipolinic acid or 4-hydroxypyridine-2,6-dicarboxylic acid are used in combination with

Europium (Eu3+).

[0057] The at least one luminescent lanthanide complex is preferably a recrystallized product.
[0058] Preferably, mis 1 and/orxis 1.

[0059] The optionally substituted Cs-Cg heterocycloalkyl moiety can include at least one N
atom in addition to the N atom through which Y is linked to R. Moreover, the optionally
substituted C;-Cs heterocycloalkyl moiety includes at least one O atom. |

[0060] There is also provided processes for obtaining the at least one luminescent lanthanide
complex. The process can include reacting one equivalent of precursor compound of a trivalent
or pentavalent lanthanide ion Ln with 3 or 5 equivalents of the R component in the presence of
the alkali cation M to neutralize the complex.

[0061] The precursor compound of the lanthanide ion Ln can be sclected from the group
consisting of oxides, chlorides, carbonates and acetates, such as Ln,Os, LnCl;, Lny(CO;3); and
Ln(CH3COO);

[0062] The R component can be employed as a free acid H,A together with a required amount

of base, or as a monoalkali-salt HMA, or as a dialkali salt MpA.

[0063] The components of the complex can be combined in aqueous solution, and the resulting

complex can be recrystallized so as to separate it from byproducts of the reaction.

[0064] Forexample, the components of the complex salt are combined in aqueous solution,
e.g.

EuCl; + 3 Nay(dpa) — Nas [Eu (dpa) 3] + 3 NaCl
and the resulting complex salt is preferably recrystallized, so as to separate it from byproducts of

the reaction, such as NaCl, which are not desirable to achieve the goal of the invention, i.c., an

ink with the lowest possible solid contents.
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[0065] The lanthanide complex wherein Y is an optionally substituted Cs-Cg heterocycloalkyl
moiety linked to R by an N atom is particularly advantageous. Such lanthanide complex can
have multiple emissions bands, such as, two emission bands, such as one emission band at a
wavelength of around 230 nm to 275 nm, for example 254 nm, and another emission band at a
wavelength of around 340 to 375 nm, for example, 366 nm. Lanthanide complexes being
capable of having two emission bands, or two or more emission bands provide the ability for
better anti-counterfeiting techniques by having more complicated emission measurements

associated with the lanthanide complexes.

[0066] The advantage of the recrystallization process is to provide a luminescent lanthanide
complex with a minimal by--product content. This has an impact on the solubility of the complex
and on the drying or kogation phenomena. In a preferred embodiment the concentration of CI’
present with the luminescent lanthanide complex is below 0.1% CI1” of the total weight of the
complex salt or 0.17% NaCl, respectively. To obtain high quality of print, the final chloride
content of the luminescent lanthanide complex should not exceed 0.1 wt%. In case of an
acceptable print quality, the chloride content of the complex salt can be between 0.1 wt% and

0.25 wt% of the luminescent lanthanide complex.

[0067] The at least one luminescent lanthanide complex can preferably be a recrystallized

product having exact stoichiometry of 1:3 or having exact stoichiometry of 1:5.

[0068] The at least one luminescent lanthanide complex is preferably included in an aqueous
ink composition. The aqueous ink composition preferably contains 1-15 wt% of the at least one
luminescent lanthanide complex, based on the total weight of the composition, more preferably 1

to 8 wt%, and even more preferably 1 to 3 wt%.
[0069] Preferably, no excessive R component in free form is present in the ink.

[0070] In order to prevent the premature drying of the aqueous ink composition according to
the present invention during the printing process, the aqueous inkjet ink of the invention further
can comprise at least one hygroscopic substance. The at least one hygroscopic substance is
preferably present at a concentration of 5 to 45 wt% of the at least one hygroscopic substance,
based on the total weight of the composition, more preferably 10 to 45 wt% and even more
preferably 20 to 45 wt%. The at least one hygroscopic substance can be selected from primary,

secondary or tertiary alcohol, lactams, polymeric glycol, glycol, and cyclic sulfone, and mixtures
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thereof. For example, the at least one hygroscopic substance can preferably be selected from
DL-hexane-1,2-diol, 2-pyrrolidone, sulfolane, tetramethylene sulfoxide, gamma-butyrolactone,
1,3-dimethyl-2-imidazolidinone, 2-propanediol, pentanediol, 1,2 hexanediol, trimethylolpropane,
glycerol, ethyleneglycol, diethyleneglycol, polypropyleneglycol, polyethyleneglycol, ethanol,

propanol, and butanol, and mixtures thereof.

[0071] The aqueous ink composition can also preferably include at least one visible dyestuff or
pigment, such as 1 to 15 wt% of the at least one visible dyestuff or pigment, based on the total
weight of the composition. The at least one visible dyestuff or pigment can be selected from
monoazo and/or disazo dyes, monoazo Cu-complexes dyes. Examples of such dyestuff can be

those produced by CIBA company under the name of IRGASPERSE Jet®.

[0072] Depending on the nature of the security documents to be imprinted, the printing ink
according to the present invention can furthermore comprise customary additives, such as, for
example, fungicides, biocides surfactants, sequestering agents, pH adjusters, co solvents or

binders, such as, for example, acrylate binders, in the amounts customary for these additives.

[0073] There are also provided articles comprising the aqueous ink compositions either directly
on the article or on a substrate, such as a label and/or a package associated with the article. For
example, the aqueous ink according to the present invention can be used for authenticating an
article, such as a banknote, a passport, a security document, a value document, a ticket, a foil, a
thread, a label, a card, a diploma, a fiduciary document, a packaging, or a commercial good. For
example, there can be provided a security document comprising at least one layer made with an

ink according to the invention.

[0074] The ink éccording to the present invention is particularly useful for printing on paper,

such as a paper article or paper label.

[0075] The aqueous ink according to the present invention is particularly suitable for thermal
ink-jet printing which is an efficient inkjet printing technique for the coding and marking of
products, packages or documents of value. Accordingly, the ink composition is preferably

formulation for use thermal ink-jet printing.

[0076] The invention is further illustrated by the following non-limiting examples. Percentages

are by weight. Those skilled in the art will recognize that many variations are possible within the
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spirit and scope of these examples, which are intended to be defined by the following claims and
their equivalents in which all terms are meant in their broadest reasonable sense unless otherwise

indicated.

[0077] The invention is further illustrated by the following non-limiting examples. Percentages
are by weight unless otherwise indicated. Those skilled in the art will recognize that many
variations are possible within the spirit and scope of these examples, which are intended to be
defined by the following claims and their equivalents in which all terms are meant in their

broadest reasonable sense unless otherwise indicated.

Examples:
Reference example 1

[0078] Synthesis of 4-chloropyridine-2,6-dicarboxylic acid (Cldpa)

To a solution of dichlorophenyl phosphine oxide (1.492 mol, 290.8 g) at 120°C slowly add under
stirring chelidamic acid (0.373 mol, 75.0 g). Heat the reaction mixture at 120°C for 2hr under an
inert atmosphere. Take care to avoid a too-fast formation of foam. After cooling at 80°C, the
reaction mixture is poured into H,0 (1L). By gradually pouring, the reaction mixture can turn
solid. The solid is filtered, washed twice with H20 and dried overnight at 70°C (97%).

1H NMR [(CD3)2S0]: § 8.24 (s, 2H)

Example 2

[0079] Synthesis of 4-pyrrolidinopyridine-2,6-dicarboxylic acid (Pyrrodpa)
4-chloropyridine-2,6-dicarboxylic acid (0.238 mol, 48.0 g) is slowly added under stirring to a
solution of pyrrolidine (0.952 mol, 67.8 g) at room temperature. Take care to avoid a too-fast
addition leading to local temperature increase. Observe precipitation of a solid. The reaction
mixture is heated at 120°C for 2hr. By gradually heating, the reaction mixture becomes solid.
After cooling at 60°C, H,0 (80ml) is added and the mixture is stirred for 30min until the solid is
completely dissolved. The solution is then acidified with HCl (2M) until pH=1. The formed
precipitate is filtered, washed twice H,O and dried overnight at 70°C (93%).

IHNMR [(CD3)250]: 8 7.25 (s, 2H), 3.44 (t, 4H), 2.01 (t, 4H)

Example 3
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[0080] Synthesis of 4-Morpholino-pyridine-2,6-dicarboxylic acid (Morphodpa)

4-chloro-pyridine-2,6-dicarboxylic acid (0.025 mol, 5.0 g) is slowly added under stirring to a
solution of morpholine (0.250 mol, 21.6 g) at room temperature. Care is taken to avoid a too-fast
addition leading to local temperature increase. Precipitation of a solid is observed. The reaction
mixture is heated at 120°C for 2hr. By gradually heating the reaction mixture becomes solid.
After cooling at 60°C, H,0 (80ml) is added and the mixture is stirred for 30 min. until the solid is
completely dissolved. The solution is then acidified with 2M HCI until pH=1. The formed
precipitate is filtered, washed twice H,O and dried overnight at 70°C (70%)

1H NMR [(CD3)2S0] 6 : 7.59 (s, 2H), 3.72 (t, 4H), 3.44 (t, 4H)
Example 4
[0081] Synthesis of Nas[Eu(Pyrrodpa);]*nH,O

A solution of 2M NaOH is added to a suspension of 4-pyrrolidinopyridine-2,6-dicarboxylic acid
(0.042 mol, 10.0 g) in 85 ml of distilled water to adjust the pH (pH~8) which results in complete
dissolution of the reaction mixture. Then a solution of EuCl;.6H,0 (0.014 mol, 5.2 g) in 10 ml of
H>0 is added and the reaction mixture is stirred at room temperature for 30 min. After stirring
the mixture is first neutralized with 2M NaOH (pH~8) and then heated until 50°C. Once the
temperature is reached, H,O is added until a clear solution is obtained. Acetone (~2*VH,0) is
successively added to precipitate the complex and the mixture is cooled until room temperature.

The precipitate is finally filtered, washed with acetone and dried overnight at 70°C.

Example 5

[0082] Synthesis of Nas[Tb(Pyrrodpa);]*nH,O

A solution of 2M NaOH is added to a suspension of 4-pyrrolidinopyridine-2,6-dicarboxylic acid
(0.042 mol, 10.0 g) in 85 ml of distilled water to adjust the pH (pH~8) which results in complete
dissolution of the reaction mixture. Then a solution of TbCl3.6H,0 (0.014 mol, 5.3 g) in 10 ml of
H,0 is added and the reaction mixture is stirred at room temperature for 30min. After stirring the

mixture is first neutralized with 2M NaOH (pH~8) and then heated until 50°C. Once the
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temperature is reached, H,O is added until a clear solution is obtained. Acetone (~2*VH;0) is
successively added to precipitate the complex and the mixture is cooled until room temperature.

The precipitate is finally filtered, washed with acetone and dried overnight at 70°C.

Example 6
[0083] Synthesis of Nas[Eu(Morphodpa);]*nH,0O

A solution of 2M NaOH is added to a suspension of 4-morpholinopyridine-2,6-dicarboxylic acid
(0.040 mol, 10.0 g) in 85 ml of distilled water to adjust the pH (pH~8) which results in complete
dissolution of the reaction mixture. Then a solution of EuCl;.6H,O (0.013 mol, 4.8 g) in 10 ml of
H,0 is added and the reaction mixture is stirred at room temperature for 30 min. After stirring
the mixture is first neutralized with 2M NaOH (pH~8) and then heated until 50°C. Once the
temperature is reached, H,O is added until a clear solution is obtained. Acetone (~2*VH,0) is
successively added to precipitate the complex and the mixture is cooled until room temperature.

The precipitate is finally filtered, washed with acetone and dried overnight at 70°C.

Example 7
[0084] Synthesis of Nas|Tb(Morphodpa);]*nH,0O

A solution of 2M NaOH is added to a suspension of 4-morpholinopyridine-2,6-dicarboxylic acid
(0.040 mol, 10.0 g) in 85 ml of distilled water to adjust the pH (pH~8) which results in complete
dissolution of the reaction mixture. Then a solution of TbCl3.6H,O (0.013 mol, 4.9g) in 10 ml of
H>O is added and the reaction mixture is stirred at room temperature for 30 min. After stirring
the mixture is first neutralized with 2M NaOH (pH~8) and then heated until 50°C. Once the
temperature is reached, H,O is added until a clear solution is obtained. Acetone (~2*VH,0) is
successively added to precipitate the complex and the mixture is cooled until room temperature.

The precipitate is finally filtered, washed with acetone and dried overnight at 70°C.

Example 8

[0085] Example of formulation of an ink containing a complex according to the invention:

[0086] Black with fluorescent red (excitation at 254 and 366 nm):
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To a solution of deionized water (40.5 g) are added 2-pyrrolidone 5 g) and 1,2-hexanediol (2.5
g). The solution is stirred at 500-600 rpm in order to obtain a homogenized solution. 2 g of
Nas[Eu(Pyrrodpa);]*nH,0 are added to the solution, then heated at 40°C. until the complex is
totally solubilized. The solution is cooled to ambient temperature, and then 18 g of Irgasperse®
Jet Cyan RL, 13.65 g Irgasperse® Jet yellow RL and 4.35 g Irgasperse® Jet Magenta B are
added, the mixture is stirred at 500-600 rpm around 20 minutes. After stirring, the solution is

filtered to remove all insoluble compounds and unreacted products.

[0087] The black with fluorescent red ink obtained is packaged in a HP45 cartridge and is used
with a Deskjet printer of the 960Cxi, 970Cxi, 980Cxi or 990Cxi series. Fluorescence is checked
using a fisher Bioblock Scientific VL-4.L.C lamp is well visible. In order to assess ink stability,

two tests are performed:

Printing of 200 pages in a row followed by 2 to 4 days interruption and restart for another

400 pages.

Short print tests are made after 1 week, 2 weeks, 3 weeks, 4 weeks and then every 4

weeks over a 6 month period.

[0088] No problems of printing and drying are expected with the ink according to the present
invention during stability testing. In all cases fluorescence intensity for the inventive compounds

would be expected to remain unchanged at very satisfactory level.

[0089] The foregoing examples are merely illustrative of some of the features of the invention.
The appended claims are intended to claim the invention as broadly as it has been conceived and
the examples herein presented are illustrative of selected embodiments from a manifold of all
possible embodiments. Accordingly it is Applicants' intention that the appended claims are not

to be limited by the choice of examples utilized to illustrate features of the present invention.
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What is claimed is:
1. Aqueous inkjet ink composition comprising at lcast onc lumincscent lanthanide

complex of the formula:

wherein M is chosen from the alkali cations Li*, Na*, K*, Rb" and Cs" and
mixtures thereof and is present to neutralize charge of the complex;

wherein Ln is chosen from the trivalent rare-carth cations of Ce, Pr, Nd, Sm,
Eu, Gd, Tb, Dy, Ho, Er, Tm, and Yb and mixtures thereof;

wherein R is a Cs to C¢ heteroaryl:

wherein Y is an optionally substituted C3-Cs heterocycloalkyl moiety linked to
Rbyan N atom,;

wherein n is an integer of 3 or 5; and

wherein x is an integer of 0 or 1.

2. The aqueous ink composition according to claim 1 wherein the at least one
luminescent lanthanide complex is a recrystallized product having exact stoichiometry
of 1:3.

3. The aqueous ink composition according to claim 1 wherein the at least one
luminescent lanthanide complex is a recrystallized product having exact stoichiometry
of 1:5.

4. The aqueous ink composition according to any of the preceding claims wherein no

excessive ligand R component in free form is present in the ink.
5. The aqueous ink composition according to any of the preceding claims wherein an

amount of CI" of the complex does not exceed 0.1 wt% based of the total weight of

the complex

RECTIFIED SHEET (RULE 91) ISA/EP
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The aqueous ink composition according to any of the preceding claims wherein an
amount of CI” of the complex is between 0.1 wt% and 0.25 wt% based on the total
weight of the complex.

The aqueous ink composition according to any of the preceding claims further

including at least one hygroscopic substance.

. The aqueous ink composition according to any of the preceding claims further

including at least one visible dyestuff or pigment.

The aqueous ink composition according to any of the preceding claims which contains
1-15 wt% of the at least one luminescent lanthanide complex, based on the total

weight of the composition.

The aqueous ink composition according to claim 7 which contains 5 to 45 wt% of the

at least one hygroscopic substance, based on the total weight of the composition.

The aqueous ink composition according to claim 8 which contains 1 to 15 wt% of the

at least one visible dyestuff or pigment, based on the total weight of the composition.

The aqueous ink composition according to any one of claims 7 to 11 wherein the at
least one hygroscopic substance is selected from primary, secondary or tertiary

alcobol, lactams, polymeric glycol, glycol, and cyclic sulfone, and mixtures thereof.

The aqueous ink composition according to any one of claims 7 to 11 wherein the at
least one hygroscopic substance is selected from DL-hexane-1,2-diol, 2-pyrrolidone,
sulfolane, tetramethylene  sulfoxide, gamma-butyrolactone, 1,3-dimethyl-2-
imidazolidinone, 2-propanediol, pentanediol, 1,2 hexanediol, trimethylolpropane,
glycerol, ethyleneglycol, diethyleneglycol, polypropyleneglycol, polyethyleneglycol,

ethanol, propanol, and butanol, and mixtures thereof.
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The aqueous ink composition according to claim 8 wherein the at least one visible
dyestuff or pigment is selected from monoazo and/or disazo dyes, monoazo Cu-

complexes dyes.

The aqueous ink composition according to any of the preceding claims, wherein R is

pyridine, imidazole, triazole, pyrazole, or pyrazine.

The aqueous ink composition according to any of the preceding claims, wherein R
taken together with the at least one carboxylic acid group attached thereto is
dipicolinic acid and/or 4-hydroxypyridine-2,6-dicarboxylic acid, and wherein Ln is
chosen from the trivalent ions of Europium (Eu3+) and/or Terbium (Tb3+).

The aqueous ink composition according to anyone of claims 1 to 16 wherein the
group Y of the lanthanide complex is an optionally substituted C;-Cg heterocycloalkyl
moiety carrying at least a nitrogen atom in the cycle, said nitrogen atom being linked
to R.

The aqueous ink composition according to claim 17 wherein Y is a moiety of
aziridine, azetidine, imidazolidine, pyrrolidine, pyrrolidin-e-one, pyrrolidine-2-thione,

thiomorpholine, morpholine, hexahydropyrimidine, piperazine, azepane, or azocane.

The aqueous ink composition according to anyone of claims 1 to 18 wherein the C3-Cy

heterocycloalkyl is substituted with a C;-Cg alkyl or C,-Cg alkoxy.

An article comprising the aqueous ink composition according to any of the preceding

claims.

A security document comprising at least one layer made with the aqueous ink

composition according to any one of claims 1 to 19.

Process to obtain the at least one luminescent lanthanide complex according to any of

claims 1 to 19, comprising reacting one equivalent of precursor compound of a
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trivalent or pentavalent lanthanide ion Ln with 3 or 5 equivalents of the R component

in the presence of at least 3 or 5 equivalents of the alkali cation M.

Process according to claim 22, wherein the precursor compound of the trivalent
lanthanide ion Ln is selected from the group consisting of oxides LnyOs, chlorides

LnCl;, carbonates Ln;(COs); and acetates Ln(CH3COOQ);.

Process according to one of claims 22 or 23, wherein the R component is employed as
a free acid H,A together with a required amount of base, or as a monoalkali-salt HMA,
or as a dialkali salt MhA,

Process according to one of claims 22 to 24, wherein the components of the complex
are combined in aqueous solution, and the resulting complex is recrystallized so as to
separate it from byproducts of the reaction.

The article according to claim 19, wherein the article is a banknote, passport, a
security document, a value document, a diploma, a fiduciary document, a packaging, a
ticket, a foil, a thread, a label or a commercial good.

The article according claim 20, whercin the article is a paper article.

The aqueous ink composition according to any of claims 1-19 wherein the at least one

luminescent lanthanide complex is a recrystallized product.
The aqueous ink composition according to any of claims 1-19 and 28 whereinm = 3.

The aqueous ink composition according to any of claims 1-19, 29 and 30 wherein

x=1.

31.

The aqueous ink composition according to any of claims 1-19 and 29-30 wherein the

optionally substituted C3-Cg heterocycloalkyl moiety includes at least one N atom in
addition to the N atom through which Y is linked to R.
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32. The aqueous ink composition according to any of claims 1-19 and 29-31 wherein the

optionally substituted C;-Cg heterocycloalkyl moiety includes at least one O atom.

33. A lanthanide complex according to the following formula:

wherein M is chosen from the alkali cations Li*, Na’, K*, Rb* and Cs* and
mixtures thereof and is present to neutralize charge of the complex;

wherein Ln is choécn from thc trivalent rare-earth cations of Ce, Pr, Nd, Sm,
Eu, Gd, Tb, Dy, Ho, Er, Tm, and Yb and mixtures thereof:

wherein R is a Cs to Cg heteroaryl:

wherein Y is an optionally substituted C3-Cg heterocycloalkyl moiety linked to
R byan N atom;

wherein n is an integer of 3 or 5; and

wherein x is an integer of 0 or 1.

34. The lanthanide complex according to claim 33, wherein R is pyridine, imidazole, triazole,

pyrazole, or pyrazine.

35. The lanthanide complex according to claims 33 or 34, wherein R taken together with the
at least one carboxylic acid group attached thereto is dipicolinic acid and/or 4-
hydroxypyridine-2,6-dicarboxylic acid and wherein Ln is chosen from the trivalent ions of
Europium (Eu3+) and/or Terbium (Tb3+).

36. The lanthanide complex according to claims 33 to 35, wherein the group Y is an
optionally substituted C;-Cg heterocycloalkyl moiety carrying at least a nitrogen atom in the
cycle, said nitrogen atom being linked to R.36. The lanthanide complex according to any of
claims 32-35 wherein Y is a moiety of aziridine, azetidine, imidazolidine, pyrrolidine,
pyrrolidin-e-one, pyrrolidine-2-thione, thiomorpholine, morpholine, hexahydropyrimidine,

piperazine, azepane, or azocane,
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38. The lanthanide complex according to any of claims 33-37 wherein the C3-Cg
heterocycloalkyl is substituted with a C;-Cs alkyl or C;-Cg alkoxy.

39. The lanthanide complex according of any of claims 33-38 wherein x=1.

40. The lanthanide complex according to any of claims 33-39 wherein the lanthanide

complex is a recrystallized product.

41. The lanthanide complex according to any of claims 33-40 wherein m = 3.

42. The lanthanide complex according to any of claims 33-41 wherein the optionally
substituted C;-Cg heteracycloalkyl moiety includes at least one N atom in addition to the N

atom through which Y is linked to R.

43. The lanthanide complex according to any of claims 33-42 wherein the optionally

substituted C3-Cg heterocycloalkyl moiety includes at least one O atom.
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27, HRABBUR K 20 B &, B0l R4k .

28. IBRLFER 1-19 PAE—TFK M BHEY, EhiZE bR IECHEATER
EVREE R

29. R\ BRNEK 1-19 F0 28 sFAE—TAK MM BAHAEY, Ko m = 3.

30. MRIBFPCFEER 1-19.29 A1 30 PAE—TIR K EMBEHEY, Kb x = 1,

31. FRABBUPIE SR 1-19 0 29-30 HF A —TRAY/K M4 3 SR 40 54, H TR EUC ) C ,—Co 2%
W E T 2B Y BB R EM N EFNEEEEL—PDNET,

32. MRIBEBCRIELR 1-19 F1 29-31 AL — TR AY/K Pt 28 40 &4, H PRI B C ,-C 2R
WRHEEHT TSR L—A 0 EF.

33. R\ T RAMARTRE S -
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S — n

HPMEBWHARE T Li' Na' K Rb" il Cs "R EIBE I AF1E LA AEC &4 B AT

Hrop Ln BT &A= LFAEF :Ce. Pr.Nd. Sm. Eu. Gd. Th. Dy. Ho. Er. Tm 0
Yb REIREY

Hrp RKCACHTFH ;

Hep Y i N EFEEE R EREIRICH C-CR IR R B M7

Henly385 MY H

Hh x 0B BB

34. RIFAHFEK 33 KB RTERIEY, Hh R HLNE oKmE = i E LR

35. IRIEAHNE R 33 5L 34 W R TR EY, HH R 5ERAR EMED—NRER
E B — &Nt RN / B 4- R AR E -2, 6- AR HE P Ln ik B =B F46 (Eu3t)
1/ 8K (Th3+) .

36. IRIFRLHN K 33-35 I RITCR L&Y, P RAY A HmE 20— MR ETFH
FEIREARE C-Co M B M oy, FTd BUR FEEAR L.

36. TRIEIUAEEK 32-35 PAE—THIG R ITTRE AW, Ko Y AEALE AR T b 0k
W A5t WL P A5 L 8 G i L 8 —2— T B R K T K 7S S I L IR PR L B2 A B b
BRI FEIRRILE TS

38. MRAB A EEK 33-37 FHE— TR R ITTREC AW, Ko C -CIRFF ket g C —Cobe
8L C-Cobe A BA

39. MRIAHZK 33-38 PHE—TR R TTEREY EPh x = 1.

40. RIERANER 33-39 FME— TSR TR &Y, EH ¥ R o R AN EE &
=4,

41, FRABEBRE K 33-40 PAE—TIHHRTTEESY, P n = 3.

42. WINFVE K 33-41 PAE—TRHARTRE Y, HPEERLR C - Clr M bkt
HEME RS Y BEE R LN B FINEEEEL—D NET

43, RIEBH LR 33-42 PAE—TRIB R TG R &Y, KPR ERK) C ,-Co R M et
SR EEDL—A 0 FET
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ZICRATRE S, UK BA1% %A &8I A0 H
=

=

A RS

[0001] A A ERW K e 4 SOt 6 B I LA & B S0 B 78 il X o0 Bl
UHEY ) Z 2K . AR HLED R AE KL R T RSN A &4 B A BRI
EH ERARE U B R

[0002] REAEH

[0003]  ZzA3CfFinbe . 4 BBl Sy e /e SR VEE P H SN E . BRI R X B
A< E IEF & S e B 5 a0, JRSE A v B3 BB S E T A SRR3R X,
T 8 Hil T AR ARG MR AR AL A, B B X R SO TR GG SO AR 19 L A s R . DR, SO
LA E K KA B LGS R AAhisE S IE R 5 K2 BN B A AR .

[0004] 4P REAN S PHiEiE F A& RERIFEHE WA S B 40 N2 5 R R4l e R
FEWN L2, —BRPEE LSRR LA ( “ R FRE ), HEAPHE &R LK
C“BRPE” R-AE ) , BEATIBRS I LR AFRR 1 % o

[0005]  ELAGH UMEH & 09 48040 R SO 4R B FE SO BCE B 2 SR RAE, sk B
m PR MR AE PR R S g, ERESEFRIE T, 60 45 R A
R R VEKCSEAR B BABT IEEVE G il . 7RI a0 o, B 5 05 1R BB ook 2 B b 19
BRI X BT, R RA 2 B BE A RERE. A, 28 EERSME ], FONENR
BERBBRBE . XBFNIEE E R RN E M, AR REm P EE,
[0006] 9By 1b i e, T AR B LRI IX 0, JUH: &2 P 4R Bl 00 ST B9 R e 5 ik
SAIE & RO AW & Ak B B 1L 2% e, BARY 8% M A S H SR INME S
.

[0007]  FEIEILE| FHABIEARHHIUS 2007/0225402 Al 91, AFF T EE4MR K il B
fEFH, B it 28 DAARIE R FE SRENRIZE SO b BRAMR Kt BAE B RN T AT WK, [£15
FRICAAER UV JRHR S T BoR. 1Z5RMR R G E A TR RSN A T 2 &30 i a4k
ko ZERT S| A R ST rh 48 B BRI 5 vk, 3 22 W BRI T A BB 375 s IR e A ETVARI 2
FAANT] LA 2R 4025 70 i 28

[o008] MK ERM A AU AEY ZHTHENEEHAN P (SAEE L
No. 6, 565, 770, WO 2008/033059 A2.WO 2008/092522 Al) . & tERlHSLE| 7] 7E 45 2 255
R ALED R 2, e & VEPRE F IR Sy BB 2L VIR B R A L 2R
mAa s, HBAE R P—MiEEEERER TE FHALHE T,

(0009]  AH-T7EVM S =4 KOG 7 — FALE Y B R LW & B I AT, B indid T
WO 2009/005733 Al K EZK R US 2009/0000509 Al B2 [E %FNo. 7, 108, 742 &, 3@ it
SRR EIFANERILF,

[0010]  FHARJEAL &Y, Bl 2 KR & B I 540 BN &2 4 U 94 8 75 1 e 28 B
il BB A5 ) e et B BRI o P 32 EPVRIATLASE LA — R PR s in B = 0 ENRI &, H ek %
K (photolithography) Mak. A=A B4, ENRINLAG i bkif k& it 8 T XA EHEH

5
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e, SREFHERBR, UERSHE, HfEsmBREd =M Crmig L
( U4 itT 5 soms B ENRIAL, ?Ein‘ﬁ‘::ZBu_beej'ét@; ) o HBRIREIK /KRB B
AR Rk 5B — i B S E S B R EERAE T,
[0011]  FrAIym S /KR (BIEE BRI SR KR ), BERISLEE kL Eni
BRI RS EF@ AT, AT, EREMEEN, RPERY 5T 28— ETH,
(00121 M5 38 BRI I8 ) 3 2 i) R B I Sk B M o A veh 28 T, S BUBURLRR / SR
AR TURR Y, HPE ERUMh R L. K2 EENRIYLE T 7 AE A ENRIALE B 3hih R K18
T 22 EVRI Sk BERE T B 10 1% 0% . SR, 768 B BRIk 2 0B CART I SR Th R Ak B R 1
ZORINL, SEEPRILTFE. B, BMER T —ZFEH AR R N —L5UE BRI, 6
WE o 3 BB R T R AT ik BT LRTEBNE B T B R, RN AR AR, M BB R g
A7, B WM ] B TE AN AR AT ARV 22
[0013] FEEEHLEREEGWRI K BMBIENLT, LAY K B 195 E MHEXT 8 4
IS RE 2811 5 A B0 . B AT BT, NN K BRI 57 DA TR 40 iy R 2 B B A sk
Ve SR, FAZK B 735 R PRI Y 129 28 ED R () 2 & ST B0 R 65 8 (ORI R b P ARG R I 1)
BwHtE)
[0014] X485 K Bk R 25 A s BETRIYLAE TR mBASMT (FEEHEH
FERRI A 460 R R 3B E% ) RHBEEEEEEEN S —HER NN ER &
E R AL B P 30 A4 e 2258 5 EL AP 03 (Kogation) BEARBLITIE Wi P& .
[0015] REHLEBEAYENRES RN BROCHIEEH AL, B8 Fih BT RN
R E AR fe e e AR E, N SEURENRERERE . IARNETZ R
BESEN CHIEH” W EmEA A SR AR, 1B X ENR A B A5 AN AT 208 K%
]
[0016] i@iF5IHAEIFAARITHH US 2010/0307376 Al ¥ Rl Rt EEAWAE S5
RITEE SR, HFRETZ M AFFTRIME RN T 288, LH 2 BT,
T B FEEFIPIER (Kogation) FEAERIERE .,
[0017] REXIK e BAYNES, LIURY L= —A HAE, BAREFTE R
TR SR MR AR L. B4, B B R — 5T BRI E 4RSS0 B B A
P BRI F R w2 e MoK T . ZRERBIR B T iz B2 e TR w2 R
W HME SRR, XA S 4 R BSR4 484 .
[0018] [Ht, TFEAFEH LG ERK KA S, BridH &Y5 7 B RIE 4R R B
RAE R Z A MK, XBETE KT HIRR BB A S e KB i B AP X LR S 145
R R AR B %2 A SO LS 388 S 5 58 1Rl BIL B4 R B PR 30 O RN AR SE 1 W AR (kogation) A
TUVE BIBR A
[0019] [, REMFEVRMFER LA B REE TR EER G R RihE
(A S 1% R, TR AR B 7 28 5 1 A 25 o A 1) 1E 16 BRI RIAR 3 B &2 4 S04
(0020] & EAMER
[0021]  AKREHEEUTFHRTER T LGk -
[0022] &) 7ERRERIENH v iR SR 4L B A SRR R OCIHIE LU St AR 108 ME 48
(s Bk FBIR G, RB TR 5 B A iR Bk 6 LK B RI4RE, F1

6
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[0023]  b) 353 ARANTT BE 56 25 22 ) M A L 2

[0024]  RiRI@T R M A 2D —F TR CH R TREC &Y 80K P8BSR A &Y sE
W

[0025]

L. n

[0026] H A MIEEMHET Li" Na' K Rb"F Cs * R HIR S 27E UL P A BT &0 i e
17 5

[0027] HA LnEBW TN EWHK=MFLHEF :Ce. Pr.Nd. Sm. Eu. Gd. Tb. Dy. Ho. Er.
Tm 1 Yb S HIREYD

[0028]  H:A1 R Ay C,—C 454

[0029]  H Y Rl N JHFERTE R EHERIRE C-Co R e ik M 34

[0030] Hdn R 3B 5 MRS H

[0031]  Heb x A0 BL 1 BB

[0032] EIRMIRYE T KM R TRE A -
[0033]

L . N
[0034] o MIEEBAEF Li* Na" K RbFl Cs "R IR EWIFEA P NESH E
1 5

[0035] H A Ln k& BW F AT =M#LHEF :Ce. Pr. Nd, Sm. Eu. Gd. Tb. Dy. Ho. Er.
Tm 1 Yb & HIREY

[0036] H:d Ry CCHFHHE

[0037] A Y it N JEFERE R EREIEEUR C-Co R IR &5 M 343, Bk € ,—C,
FIR RGN ARG EARPHERELEETF, IR EEFEERER L

[0038] M. n k3 EL5 KB E

{0039]  Hrbx 0BG 1 KB,

[0040] Z/D—FhRGHRTRE AW UONESR 1:3 KISt 20 EE &4 .
[0041] ZD—FhACHATREEGMAT LSRR 1:6 KMBTIFE T SR ELS R,
[0042]  fRifkyh B P AFETENIFEH RN R A

7
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[0043] EAYVHNCIERETZEL—MEAMATER AN SEEMEAEIT0.1E

E%,

[0044] MAMMCIERETEAMPAEZTUNO1IEEXE0.2EE%.

[0045] JKPEMBAAMIESEL—MBEYR, FINETHEYHNEEENG-45 &
BE% R ZE D> —FIRIEYIGR

[0046]  ZE/D>—FRRIEHIR PIE BAH M EUEE M BRAR K& B AR R
=x/R

[0047]  ZZE/D—MIREMFEATEE DL- OFc -1, 2- ZF%.2- MR Lol 2R T W 9 37 R &
W vy - T HEE 1, 3- ZH A -2- DRIAR . 2- A B R . L, 2 2. =R FER
FHWZ B . R BR B R B . OB AR TERILIREY.

[0048] JKMVHBAAYAEZE /D —FA] WGR S HR, FIETHAYHNEEERN
1-15 E & % B Z D —Fh AT AR SR .

[0049] ZZE/A—Fhw] WALk S HUR o] % B AR EM / B ARRR L BEE Cu- AW
[0050] KMEMBEAVVESETHAVNCEZRN -5 EEXNEDL—F R AR
TLREEY.

[0051] R AJLAAnthue s, = mae bt e oiomth s

[0052] REEHZEH FRED—NMRERER—EF LAt R / 5 4- F AL
WE -2, 6- ZRER, H Ln Al H =M E 746 (Eud+) M/ 5k (Th3+) .

(00531 Y AT LICHZTANE SR FR T 4 R P e L LIS A5  PEL P G B LIS 45 —2- BRER . BRAC D,
WK PSS bR L S S E (IR IR B IR BEST (azepane) BUEZRIFEST (azocane) FILEMARS -
[0054]  C,~CoZR¥feAE ] BARE C ,—Coledak C —Cole A AL B,

[0055] IR iz kM B A SR

[0056]  IRHRALAL A ZE /> — AN F K e 2R H A A R R I = 0.

[0057] ICHRMBRAZEDL—FRAMRTTRESWNTTIE, AT EAES 1 B8N =
MR EMERTEEF Ln BRI EME 385 YEMN RASEWMHABEFMNEETR
Rz LGB A A

[0058] =8 RICEEF Lo FRTEAL S iE B E ALY Ln,0, EALY LnCl,. B R 25
Ln, (CO,) ,;F1 Z.E& £k Ln (CH ,C00) 50

[0059] R4 RIYE NV ER HA 5T 78 EAVH— &0 A, 3B 1R St IMA BB 1B =
B ER MoA A

[0060] ECEMIRIA S I AEKBBR PSS, HAERBREYELSRUEES RMETF=Y)
S

[00611 &l F AT DURLE T 3 IR 2 & SCHF I E SO GE B S FE U B2 B 18 448
PR TR

[0062]  #il AT LAAARS]

[0063] ZED—FRNMABITCRE ST LB &,

[0064] DLk m ATLAY 30/ B x ATLAA 1.

[0065]  AEIBERAH] Co-CofR IR B 450 B 0 B A8 Y B R LN EFAMERI B =D

8
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— M NEF.

[0066]  AEIREURHY C-CRIM R LEWT A BEEL— 0 EF.

[0067] KOG R TR ST B BLS HISRAM R / B X . XL R TR A
PHIROCK S AT RER BT B £ F2BRE, 4N X4 F Eu(3+),°D,—~ F, A *Do — 'F,,
[0068]  IRHEAKH, MIEEH KM ATRE SR N YA ER S, TARMLE
THAEXRTE REFAPRER. ARER, Xt AER LS FHAERRENHAEF
BEY), FFE MM KIBE P A RAE SR OKERIE) . KIS BE S EUTEYFIHE
JOZ B 53 5 BEL 2

[0069] I, ARYEA K EA, 6 A AR RTREC AW . X HRAEC -S4 38 (413 i 4
THBPEMALERTEHE RERD, FHERBEENSEGES S, DA FREREEEDT
PIAR (kogation) BUFMRiMPHZE (42 ) Wy SRMRMEHim .

[0070]  ZR & BH B Le A0 H B R AE AR 5 EH AR 4TS RN 52 B 5 DA R VE 4T #4638 1 36 28 5
IR, RGIREA TIBMW, ORISR B SO LSO TR SO R B ARk B S R R
AER T FE A — L 7 R b A& 4R . MBI, A T fRIME, B — 3 R LT U AR A AR K A
BNFAE WA I ECE MR FAH SR . B4h, D E#ER RE IR R a7 % E
P AR A

[0071]  REHEIR

[0072] MRIEAKE, RERE TR TREEY -

[0073]

' - n

[0074] HA MIEEBEFAE T Li" Na' K R Cs “ R HIB-E WA LD FIE-S P B
T

[0075]  HA Ln kBT S =M LFHE T :Ce. Pry Nd. Sm. Eu. Gd. Tb. Dy. Ho. Er.
Tm 1 Yb LIRS ;

[0076] Hth RN CCZaT 4 ;

(00771 P Y il N R FEEEA R ERTIREBUCH) C-C R e R ST 9

[0078] Hrhn A3 EIS MBS A

[0079]  H.F x 50 BL | K%

[0080]  Ub4h, BAEE ED—F T RIIKICHMATEL SRS RAEY -

[0081]
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Lo - n

[0082] H A MEEMMHEF Li' Na' K \RbFl Cs "R HEIBAMHFA P AE SHH R

Vil

[0083] H A LniEHWTHIAI=MMLHE T :Ce. Pr. Nd. Sm, Eu. Gd. Tb. Dy Ho. Er.

Tm 1 Yb R HIBE4Y ;

[0084]  H:H RN C,—CHeT5 4 ;

[o085]  HAP Y it N JEFERLE R _EAEIERBUCH C-Coi IR 134

[ooss] Hdhn Jy3BL5 HIEH . H

[o087] H A x N0 B 1 K.

[0088]  R{LiEJgRbHE | WKL, =Rk ib BRI . W20 R 5EBA R LRIED—NRRER

— B DU B 0n e — R ER (4 S FEALIE -2, 6- TERER 4 AL - hiE -2, 6- ZIRR.4- 2

SHLMEIE -2, 6- ZRER.4- RIFEIEMLIE -2, 6- ZHRESM / BE 4- A RE -2, 6- 58

B2, DL L nE — BRI / B 4- FREEMLIE -2, 6- ZHRER.

[0089] Y HRIZAFEIANE EAIR T bt RMELT | IL g 5 itk i e LR e —2- AR ER . AR ARAS

WK R 7S SR UE IR IR \ SR R B E B R A IR SE I 5 A B o0 o D0 Y AT BARE C—Cele 2, 4

W, OB RAES, B C-CHra s, flinPaEdt, 288 R HE AT

[0090] fRIEHIRITTEE T A (Eudt) A/ B4L (Th3+} . fRikntie —BRER B 4- L

IE -2, 6- ZARIRE5H (Eudt) HEMHH.

[0091]1 ZZED—MESCH A TR SN ENELEE™Y.

[0092] AhiEmAN1F1/8x K1,

[0093] fRIGEUAHT Co-CoR IS B S H R TR ¥ iEHR7E R LN JEFAbErf & 20

—ANJEF. s EIEERE C CRM R LT B 2D —A 0 FiF.

[0094] IIRMLATBIRED—F R R TRE W L. ZFETAREE 1 YEH =0

HAMMARTEE T Ln FWETENLAEY S 3305 BEH RASEWMAE T M HEET RN

LIS BC &4 A

(0095] SHARTTEEF Ln MATEMHEWRE B AN SRR BRI 28R 2, #l

1.n,05+ LnC1 . Ln, (CO,) ,F01 Ln (CH ,€00) 50

[0096] REASAIERNIFHER LA SR ER R, 3% /08 m ik IMA BiE B =

BREh MA 15 .

[0097] FIEREMRADAKBRPLEE, HEMBREVES &G EERBE "

MaE .

[0098] B, HEC AW E D TEKBBR P LS, Bl

[0099]  EuCl,+3Na, (dpa) — Na,[Eu(dpa),]+3NaCl

[0100]  FOLIEKFAEER SYMEEL R, LG E 5 RBP4 NaCl 7355, Frid Bl F=4xt
10
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LA KB B Y, BLRAE R 0] BB E A & 2 003 210 5 AR E AR .
[0101]  HA Y Jyidid N R R EREERRARR C-CoR M b EE 4 i B R o
R EMERFINEFN . XEWRATREAY BB AR, BIImA K9, #lnfE
£ 230nm £ 275nm, ¥ 70 254nm KA T B — AN K5, FILEZ) 340-375nm, 5150 366nm I
KTHR— R H. BBEARDMRETRERIRELZ MR FHHEATRESYET
BHS5MATRIEME RNEE 2R S ETRBRAETFHF hEAR.
[0102] HERERTERNNLSRRBREAGR/DEFYEENRCHMATRELEGY. IXNEE
YIRS AN TR BT (kogation) MR AA M., £— MU R, KICH AR
TR AMFLER CUIRE A WARAYHZ2EEN0.1% Cl BE 0. 17% NaCl AT . A
REERERENE, RECHATERESYHNRAATENAET 0.1 EFE%. FERTEZHN
EPRIBTERIER T, MEaMENEEETT UARACHATER G0 1 EE% 2 0.25 E
2%,
[0103] ZZED—FAOLHATERR AV AIIEARE 1:3 ML ET &8 AF 1:5
MRVt E R B &Y.
[0104]  ZEAS—MECHMATRE SO S AKEMBASY T KIEHBEHEY
MR ERTAEYVHNEEERNI-ICEEY, FRiE 1 8 EEY%, HEEMK 1-3EEY
=D —MAOCH R TR EY
[0105] fRIZIHBHAFAELTERHFELRLG RAES
[0106] A7 b A B 7K 14 e S 40 S A0 AE BN 73R 18] (05 5 68, 4 R B /K 1A 5 28 e 28
i — S aE 2L —MRIEYR . 22D — MR RIGEUETHAEMNSEEHNL-45
EEY%, BM% 10-45 EE %, EEFRIK 20-45 EE % Z /0 — MBI R IR EEE . 1%
2/ —FR BRI IE B AE P EBOEE . A B KA B B RRHIREY . fl,
ZE /D — PR IR R AT G B DL- Ok -1, 2- T, 2- ML RS KR ER BRI 3 B A TP
Y- THES. 1, 3- ZHH -2- BRIEEORED . 2- A B R . L, 2 B =R ERN K. H
Mo HE RER E R B . CE ABENTERREY.
(01071 KM BAAWEFIREQ S ZE D — P R s ER, fluZE THAMR S E
2R 1-15 EE %M E/D—Fpa] MALR EERl. 1% /D — ] W Zk Bk T iE B SR
A/ B AR EG R AR Cu- BE SRRl XYk s ] LA BARS fh 2 TRGASPERSE
Jet® B CIBA A7) = F Lt
[0108]  ER#k-T 43¢ B R 69 22 42 SCAH B 5T, A 7% B BRI v 380 7] 60, 25 %o i B8 R N 570 T 5 85
FI & 895 A5, Blin sk B @ A R ETE R E A5 pH 857 Bhia 7SO
BRI ER B RS & 50
[0109] IR GLEL A HEAESIMEE (WS H A RMARERN / BUE4E ) LRY/K
HAHE] . B, AR BKVE S0 T4 2 b, gl 3 IR 2 & S0 I E S
VBB 2% B R GIER B BAE B . Bl R R L S B — AN AR B
V2 1 R B B R AU .
[0110] k7% BRI 224% B A T EDRIZE 4R, B a4 5l R B AR S 1o
[0111] 2R BAZK P i 28 R 5l & T B 2R ER R, 1X 2 A T 7 i B 238 B0 B SO 1 b
AFR R A BB RBEIRIH R . (R, Jh B 40 S W% o8 F #ih 28 E0 Rl B B 157

11
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[0112] A BT UL T AERREMESERt G — P ik . AASCNEE . RYVIEARN R
S AR BIFEIX L5 ST 1 A RS AN VS B U 0 P 2 AL R FTRERY, HEMZ TR ZE R B R
HEMPIRG], HPERIEASMRY, AR ERHEERTZHEEE L.

(0113) A BB BLFAER B MESER it — B [k . BRAEASMAM, A0V EE . &
SUHBIAN 57 S TR B 7L X 48 2 ) BORE MRANE B P9 B 2 30 R T RERY, LA Z AT
WAESRA R EFNPIRE], HPRRIERIM S, A REEREREZNEER L.

SCHES -

[0114]  ZHE L] 1

[0115] 4 &ALIE -2, 6- —#R#8 (Cldpa) M4 K

[0116] 7E 120°C FAERHE T M SRS BE W (1. 492 EE/R, 290. 8g) g HMA
HEZER (0.373 EE/R,75.0g) » 7£ 120°C TEBHSAR THREIBESWMA 2 /MY, EE
&R R RIE . 72 80°C TR EN PG, 1 RIS EIN H,0 (L) &, @& i,
RLIREYI T AR A . A AT B, F H0 PR IRIFE T0C T FREH 97% ).
[0117]  1H NMR[(CD3)2S0] : & 8. 24 (s, 2H)

[0118]  SEHEfs) 2

[0119]  4- MLM&LEFFILRE -2, 6- —#RER (Pyrrodpa) KA

[0120] FE={R FEHH: T/ 4- SALIE -2, 6- 2R (0. 238 EE/R, 48. 0g) Z1EH N AL
% GEVETR (0. 952 JE/R,67. 8g) H. EREESKREEI, NI RBEEEERE. WEE[H
ERITLIE . ¥ RELVEAMITE 120°C RN 2 /N o BB D I, R IREYIRREE. 7
60°C T LS, IO H,0(80ml) FFHEIREMIPHE 30 4P EEBE T LVEME . R HBER
Fi HCL (2M) BRALE % pH = 1. BIEBRIPTEYIT I8, A H,0 BRIk, FH1E 70°C T TRt
® (93% ).

[0121]  1H NMR[(CD3)2S0] : 8 7. 25 (s, 2H) , 3. 44 (t, 4H) , 2. 01 (¢, 4H)

[0122]  sZjEds) 3

[0123]  4- R BRI - mEne -2, 6- 388 (Morphodpa) & X,

[0124] FE={E FAEHH: TR 4- & - MEIE -2, 6- Z3R 8 (0. 025 EE/R, 5. Og) S22 Huin A\ g
MRS (0. 250 BEJR, 21. 6g) . vERE SRR, N FBUREIEERS . WEMHE &
MIPTIE . R MIRAITE 120°C TNk 2 /M. BT BTN, RNEEDZ R EE. 7
60°C T A LS, I H,0(80ml) FIGR-EMHkHE 30 44, HEE BB REEE
BH 2M HCL BRWEE pH = 1. T8 SEIUTIEiE 8, A H0 BRIE IR, F4E 70°C N F L1t
w/ (10% ).

[0125]  1H NMR[(CD3)2S0] 8 :7.59(s, 2H),3. 72(t, 4H), 3. 44 (t, 4H)

[0126]  SEjEfHl 4

[0127]  Na,[Eu (Pyrrodpa) ,]*nH,0 & &

[0128] % 2M NaOH VA& N N 4- W W% 4% 3 ik oE -2, 6- — ¥ B (0. 042 JEE /R, 10. 0g) 7£
85m1 15K £ F B TR P L pH (ol ~ 8) , 1 5 B R A M 2 & TR . RS TN
EuCl,. 6H,0(0. 014 FE/R, 5. 2g) 7 10m1 H,0 H IV, I8 ) B TR -G ) 7E iR T Hike 30 4
bho EHHELUS, BSBIRESY A 2MNaOH (pH ~ 8) Al SR EINAE E 50°C. 4ixFi%E
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FERF, IDN B0 ER B BERBE B . EEMINATE (~ 2+VH,0) MEE ST HIEIRE
VR NEE=R. SEBTIEYIEIE, ARG IEE 710C FHRIR.

[0129]  sEHEf) 5

[0130]  Na,[Tb (Pyrrodpa) ,]*nH,0 K& %

[0131] %% 2M NaOH ¥ ¥ in N\ 4- it W& 4= FF kg -2, 6- — 3 B8 (0. 042 & /R, 10. 0g) 7F
85ml ZE 48K H B B R P BLVE % pH (pH ~ 8), X S5 R MR 2 M5 & VA iR, RIS A
TbCl,. 6H,0(0. 014 FE/K, 5. 3g) 7E 10ml H,0 H & 4G e RLTR A 072 =18 T # 8 30 4%
EBHE CUE , B 50IG IR 59 2MNaOH (pH ~ 8) F A, ARG INAEE 50°C . HiAFiZRER,
A B0 EEBREHEER. EEMIMATE (~ 2+VH,0) MERGUTIE B IRA %
HEZEZER. RE¥IEYIIE, FAREYERIFE 70°C T T

[0132]  sLjHEf) 6

[0133]  Na,[Eu (Morphodpa) ;] *nH,0 FJ& %,

[0134] % 2M NaOH ¥ Y& fn A\ 4- "G obk 3F Rt 0E -2, 6- — $8 B (0. 040 & /R, 10.0g) 7&
S5mL 2 K o 9 B L P LD bl (ol ~ 8, 1% 5 55 IR A 2 A Vi . RIS AN
EuCl,. 6H,0(0. 013 BE/R, 4. 8g) 7E 10ml H,0 H FIIER IR I RTR S WFE iR R #E 30 2 %h .
EPEFE UG B SR AW 24 NaOH Al (pH~ 8) , SRS INHE & 50°C . SRR ZIRER,
A H0 BEREBREBIER. EEMINATER ( ~ 24VH,0) LAMERE-&YVIIE IFE R A%
HMERER. ®EETTEDSIE, AREIRRHFE 10C T FERE K.

[0135]  sLJffs] 7

[0136]  Na,[Tb (Morphodpa) ,]1*nH,0 K& ik

[0137] & 2M NaOH AWM 4- Ok IEILuE -2, 6- —3RER (0. 040 BE/R, 10. 0g) 7F 85ml &
K ) B L 8 pH (pH ~ 8) , IX R EUR RLIR B W) 58 &V f# - I\ ThCL,. 6H,0 (0. 013
FER,4.9g) 78 10ml H,0 FHIE I KBRS MERE T HH: 30 4%, EHFEUEE L
RSV A 2M NaOH H 1 (pH ~ 8) , ARG MMM EE 50°C. HIAFZIEER, I H,0 HZE S
BVERIA WL S INATRRR (~ 2%VH,0) UMFE EMIIIEFBIREVRHEERE ., &
R TIE I I8, FTRBRSESFF7E T0°C R FRT & .

[0138]  sSEjfEf 8

[0139] A& AR IS A4 )y 2R i SEHE ] -

[0140] HEEBEAWRIGL (7 254 1 366nm FEK )

(01411 [ EBEFKEE (40.5g) PN 2- ML GEER (5g) 1 1, 2- 2 ZEF (2.58) » K&
LA 500-600rpm $iHE LA BIIILIE M . ¥ 2g Na,[Eu (Pyrrodpa) ;]1*nH,0 IO NBEE T, 2R 5

7 A0C TN E R AW TEM S ERS ER IR, SRE A 18g Irgasperse”

Jet Cyan RL.13.65¢g Irgasperse® "Jet yellowRL A0 4. 35¢ Irgas‘persfe® Jet Magenta
B, K iR-EHI LA 500-600rpm FiFEL) 20 738 FEWHE LG, M E It i UARR 22 B ANyt fL
G AR R B4 o

[0142] KR8 B R RG22 7E HP45 58 & b 3 A1 960Cxi.970Cxi.980Cxi B
990Cxi % 5f Deskjet ENRIMLAE A . 1# fisher Bioblock Scientific VL-4.LC{T# 2
RHAAEFE T I TP B, #ATHAALR -

13
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[0143]  #%HEENRI 200 BT, Hja P 2-4 R, I HESIH T 541 400 |

[o144]  7E1 2.2 2.3 B4 EMURULARFEAE 6 DANIAE 4 EA#ITEN
ol .

[0145]  7EFa e M A6 20 1A) A A o B v SR 50 U ENRU AN 4 R BB R TR0 T » T
AR\ SR TR E I FH B ACE MREFAZE.

[0146]  BIIRSK MBI xd A5 B — B AE R UL B o BT MEAURIZER B BB LB AR —
R ZRRIP AR Y, BASCIR B 89 SEHE B x5 o e 7T R St 7 58 P e 09 SEiti 77
RHH . Bk, BiE ABEKPTEIBCN Z R Z T R 2 5 AR AE ) SEHE 61 46 BR
il o |

14



Abstract
Luminescent lanthanide complex and inks containing the complex as well
as its method of production and article including the complex, wherein
the complex includes the formula: wherein M is chosen from the alkali
cations Li*, Na", K*, Rb’and Cs" and mixtures thereof and is present to
neutralize charge of the complex; wherein Ln is chosen from the trivalent
rare-earth cations of Ce, Pr, Nd, Sm, Eu, Gd, Tb, Dy, Ho, Er, Tm, and Yb
and mixtures thereof; wherein R is a Csto Cgheteroaryl:wherein Y is an
optionally substituted C;-Cgheterocycloalkyl moiety linked to R by an N
atom; wherein n is an integer of 3 or 5; and wherein x is an integer of 0 or

1.





