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A novel and simple Schiff base composed with 9-anthraldehyde and 4-aminoantipyrine was synthesized
and characterized as a fluorescent probe. In the presence of Fe**, the fluorescent intensity has a dramatic
enhancement over other examined metal ions in aqueous solution. The method of Job’s plot indicated the
formation of 1:1 complex between probe and Fe**, and the possible binding mode of the system was also
proposed. Moreover, other examined metal ions had no effect on the detection of Fe**.

© 2012 Elsevier B.V. All rights reserved.

Introduction

As a convenient and efficient method, numerous fluorescent
sensors have been synthesized and developed to detect important
metal ions, such as Zn**, Hg?*, Cu®*, Pb?*, Ag*, Ni** [1-6]. Iron is one
of the most essential elements in the biological systems and plays
an important part in many chemical and biological processes [7].
There is an evidence indicated that either its overload or deficiency
may induce many diseases, including dysfunction of organs and
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certain cancers [8,9]. Up to now, a serious of fluorescent sensors
for Fe* has been designed and synthesized [10-15]. But most of
them were reported in organic solvent and the synthesis methods
are always too complicated, which limit their application. There-
fore, it is of great demand of developing simple fluorescent probe
for Fe* in aqueous solution.

For decades, Schiff base are widely designed and prepared for its
high yield and one-step procedure via condensation of amines and
aldehydes [16]. Recently, a lot of examples were reported, where
Schiff base can be used as fluorescent chemosensors [17-21]. Here-
in we report the synthesis and characterization of a new Schiff base
prepared from 9-anthraldehyde and 4-aminoantipyrine. The re-
sults show that it can be seen as a highly selective and sensitive
probe for Fe3* in aqueous solution.
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Experiment
Materials

All the chemicals were of analytical grade. The solution of metal
ions was prepared from their chloride salts and nitrate salts of
analytical grade. All measurements of spectra were carried out in
aqueous solution with 1% ethanol as cosolvent. The value of pH
was adjusted by NaOH (0.1 molL™! and 1molL"!) and HCI
(0.1 mol L~! and 1 mol L) at room temperature.

Apparatus

IR spectra were recorded on Nicolet AVATAR360 infrared spec-
trometer. The MS spectra were performed on Bruker ESQUTRE
LC-MC. 'HNMR spectra were recorded by Bruker AVANCE-400
spectrometer. The fluorescence spectra were recorded on Hitachi
F-7000FL spectrophotometer.

The synthesis of the Schiff base (P1)

The Schiff base (Scheme 1) was prepared by refluxing a mixture
of 9-anthraldehyde (9 mmol) and 4-aminoantipyrine (10 mmol) in
absolute ethanol (30 mL) for 8 h with AcOH (3 d). After cooling to
room temperature, orange crystal was afforded with a yield of 96%.
The proposed molecular structure and its purity were confirmed by
various spectroscopic analyses. m.p. 230-231°C. IR (KBr pellet, cm™
1): 3407, 3048, 1645, 1590, 755. Ms: m/z: 392.46 ([M+H]"). 'TH NMR
(400 MHz, CDCl3): 5 11.041 (1H, S), 8.9445 (2H, d), 8.482 (1H, S),
8.0135 (2H, d), 7.461-7.549 (9H, m), 3.229 (3H, S), 2.579 (3H, S).

Results and analysis

Spectral studies

To examine the sensitivity of P1, fluorescence emission spectra
of P1 with 1 equiv various metal ions were investigated in aqueous
solution. As shown in Fig. 1, P1 displays weak fluorescence emis-
sion at 516 nm without the addition of metal ions. To our surprise,
a dramatic enhancement in the fluorescent intensity was observed
in the presence of Fe>*. While the addition of other metal ions, such
as Ag*, Pb?*, Na*, K*, Hg?*, Cd?*, Ba?*, Zn?*, Mg?*, Cu?*, Ni%*, Ca**,
APP* and Fe?*, have no distinct influence on fluorescent intensity.
This means that P1 exhibits high fluorescent selectivity to Fe>* over
other metal ions.

In addition, the influence of different concentrations of Fe>* was
also evaluated when the concentration of Fe3" changed from
1.0x 10 mol L™ to 2.25 x 107> mol L. It can be seen from
Fig. 2 that the fluorescent intensity at 516 nm increased with the

increase of concentration of Fe**. When the change of fluorescent
intensity was plotted against the concentration of Fe®*, a good
linearity relationship was observed in the range of 1.0 x 1076-
2.0 x 10> mol L™ with a correlation coefficient of 0.9954. The
regression equation is Isig=342.16 +41.35c (10> mol L™!) and
was shown in Fig. 3. Based on the definition of detection limit, the
limit of detection for Fe** is up to 2.11 x 107" mol L.

The influence of pH and response time

The influence of pH on the fluorescent intensity of P1 in the ab-
sence and presence of Fe* has been determined in the pH range of
2.4-12.4. As shown in Fig. 4, the results show that P1 has very weak
fluorescence emission between pH 4.3 and 12.4. While the value of
pH was smaller than 4.3, it shows that fluorescent intensity in-
creased sharply. In the presence of Fe**, the enhancement of the
fluorescent intensity kept platform over a pH range (4.3-7.2). So
the all spectral experiments were carried out at pH 5.3.

The response time of the reaction system in (pH = 5.3) aqueous
solution were investigated (Fig. 5). No obvious fluorescence varia-
tion of P1 was observed even over a period of 2 h at 516 nm, the
interaction of P1 with Fe** was completed in less than 10 minutes.
Thus a reaction time of 10 minutes may be used for this system.

Stoichiometry and reaction mechanism

To further understand the binding behavior and determine the
stoichiometry of the complex, the Job’s plot [22] for the system
was performed in aqueous solution by keeping the total concentra-
tion of P1 and Fe3* at 1x10™* molL! and changing the molar ration
of Fe3* ([Fe**]/[Fe*" + P1]) from O to 1. As shown in Fig. 6, the result
shows that a maximum at a molar fraction of 0.5, indicating the
formation of 1:1 complex of P1 and Fe>".

In order to further confirm the P1 coordinating with Fe3*, the
EDTA-adding experiments were conducted to examine the revers-
ibility of the probe P1. The results displayed that, the fluorescence
intensities of solution containing P1 and Fe>* decrease with increas-
ing EDTA concentration. When Fe** was added to the system again,
the fluorescence could be reproduced again. These findings indi-
cated that P1 reversibly coordinated with Fe**.

Based on the basic results, a possible coordination of P1 and Fe3*
was proposed and shown in Scheme 2. It was assumed that a five-
membered ring formed by the metal ion, nitrogen atom and oxy-
gen atom according to literature [23-27].

The interference from other metal ions

Ion selectivity study has been performed in aqueous solution.
Due to the existence of other metal ions and anions of Ag*, Pb%*,

EtOH, 8h

Scheme 1. The synthesis of P1.
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Fig. 1. The fluorescent emission of P1 with 1 equiv various metal ions ([P1] = [M] =
1 x 10° molL™?, Aex = 375 nm).
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Fig. 2. The fluorescence emission of different concentrations of Fe3* ([P1] =
2.0 x 107° molL™, hex = 375 nm).
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Fig. 3. The linear relationship of the fluorescent intensity at 516 nm (kex = 375 nm).
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Fig. 4. The influence of pH on the fluorescent intensity of P1 in the absence and
presence of Fe* ([P1] = [Fe**] =1 x 10 molL™, Aex = 375 nm).
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Fig. 5. The influence of response time on the fluorescent intensity of P1 in the
absence and presence of Fe3* ([P1] = [Fe>*] =1 x 107 molL™, Aex = 375 nm).
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Fig. 6. The job’s plot for P1 and Fe>*.
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Scheme 2. The biding mode of P1 and Fe3*.
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Fig. 7. Metal ion selectivity of P1 (1 x 10 molL") in aqueous solution. The red bars
represent the fluorescent intensity of P1 and Fe3* (1:1, 1 x 10~ molL™). The black
bars represent the fluorescence changes that occur upon the addition of competing
ions to the solution contaning P1 and Fe* (1:1, 1 x 10 molL™"). 1: blank; 2: Ag*; 3:
Pb?*; 4: Na*; 5: K*; 6: Hg?*; 7: Cd?*; 8: Ba®*; 9: Zn?*; 10: Mg?*; 11: Cu?*; 12: Ni**;
13: Ca%'; 14: AI**; 15: Fe®*; 16: SCN™; 17: SO3~; 18: CrO~; 19: Br; 20: Cr,027; 21:
PO2"; 22: ClO;; 23: F; 24: CI; 25: I7; 26: S,03; 27: NO5 ; 28: HSO; ; 29: CO%™; 30:
HCO;; 31: HPO,; 32: AcO; 33: all the metal ions and anions(For interpretation of
the references to colour in this figure legend, the reader is referred to the web
version of this article.).

Na*, K*, Hg?*, Cd®*, Ba%*, Zn?", Mg?*, Cu®*, Ni%*, Ca®*, AI**, Fe**, SCN",
S0%~,Cr0; ", Br, Cr,0%,P0O;, ClO;, F,CI, I, 5,03, NO; , HSO,, CO%™,
HCO;, HPO,, AcO" in biological systems, the interference of these
ions should be investigated in consideration. As illustrated in
Fig. 6, the tolerance of P1 for Fe** over other metal ions and anions
was performed by the competition experiments. The data show that
no obvious interference could be observed to the sensing of Fe>* by
P1, which means that P1 can be used as a sensitive probe for Fe**
under biological system.(see Fig. 7)

Conclusion

In summary, a highly sensitive chemosensor for Fe** based on
anthraldehyde and antipyrine has been synthesized and structur-
ally characterized. Noteworthily, the new sensor displayed an
excellent selectivity towards Fe*, no significant optical interfer-
ences arise from the other examined metal ions such as Ag’,
Pb2+_ Na*, K+, Hg2+, Cd2+, Baz+, Zl'12+, Mg2+, CU2+, Ni2+, C3.2+, A13+
and Fe?*. These attributes augur well for the applications of the
probe in monitoring Fe®* concentrations in real samples down to
micromolar range.

Acknowledgements

The authors thank the Foundation and Cutting-Edge Technology
Research Project of Henan Science and Technology Department
(122300410260), the International Science Cooperation Project of
Henan Province (124300510012) and the Key Scientific and Tech-
nological Project of Henan Province (112102310360).

Reference

[1] S.B. Liu, C.F. Bi, Y.H. Fan, Y. Zhao, P.F. Zhang, Q.D. Luo, D.M. Zhang, Inorg. Chem.
Commun. 14 (2011) 1297-1301.
[2] Q.T. Meng, X.L. Zhang, C. He, P. Zhou, W.P. Su, C.Y. Duan, Talanta. 84 (2011) 53-
59.
[3] X.F. Chen, J.Y. Wang, J.N. Cui, Z.C. Xu, XJ. Peng, Tetrahedron. 67 (2011) 4869-
4873.
[4] N. Vasimalai, S.A. John, Spectrochim Acta A 82 (2011) 153-158.
[5] A. Chatterjee, M. Santra, N. Won, S. Kim, J.K. Kim, S.B. K, K.H. Ahn, J. Am. Chem.
Soc. 131 (2009) 2040-2041.
[6] LY. Wang, D.C. Ye, D.R. Cao, Spectrochim Acta A 90 (2012) 40-44.
[7] W.Y. Lin, L.L. Long, L. Yuan, Z.M. Cao, ].B. Feng, Anal. Chim. Acta 634 (2009)
262-266.
[8] W.T. Yin, H. Cui, Z. Yang, C. Li, M.Y. She, B. Yin, Sens. Actuators B: Chem. 157
(2011) 675-680.
[9] S.X. Wang, X.M. Meng, M.Z. Zhu, Tetrahedron Lett. 52 (2011) 2840-2843.
[10] Y. Xiang, A]J. Tong, Org. Lett. 8 (2006) 1549-1552.
[11] SKK. Lee, Y.S. Noh, K.I. Son, D.Y. Noh, Inorg. Chem. Commun. 13 (2011) 1343-
1346.
[12] Q. Zhang, Y.W. Sha, ].H. Wang, Molecules. 15 (2010) 2962-2971.
[13] O. Oter, K. Ertekin, C. Kirilmis, M. Koca, M. Ahmedzade, Sens. Actuators B.
Chem. 122 (2007) 450-457.
[14] K.S. Moon, Y.K. Yang, S. Ji, J.S. Tae, Tetrahedron Lett. 51 (2010) 3290-3293.
[15] L.Z. Zhang, ].Y. Wang, ].L. Fan, K.X. Guo, X.J. Peng, Bioorg. Med. Chem. Lett. 21
(2011) 5413-5416.
[16] C. Nunez, ].F. Lodeiro, M. Diniz, M. Galesion, Inorg. Chim. Acta 380 (2012) 40—
49.
[17] S. Dalapati, M.A. Alam, S. Jana, N. Guchhait, J. Fluorine Chem. 132 (2011) 536-
540.
[18] X.T. Chen, A. Yamaguchi, M. Namekawa, T. Kamijo, N. Teramae, A.J. Tong, Anal.
Chim. Acta 696 (2011) 94-100.
[19] L.N. Wang, W.W. Qin, W.S. Liu, Inorg. Chem. Commun. 13 (2010) 1122-1125.
[20] L.B. Zang, D.Y. Wei, S.C. Wang, S.M. Jiang, Tetrahedron. 68 (2012) 636-641.
[21] H. Yamada, M. Kojo, T. Nakahara, K. Murakami, T. Kakima, H. Ichiba, T. Yajima,
T. Fukushima, Spectrochim Acta A 90 (2012) 72-77.
[22] Warren C. Vosburgh, R. Gerald, J. Am. Chem. Soc. 63 (2) (1941) 437-442.
[23] M.. Marenco, C. Fowley, B.W. Hyland, G.R.C. Hamilton, D.G. Riano, J.F. Callan,
Tetrahedron Lett. 53 (2012) 670-673.
[24] J. Mao, Q. He, W.S. Liu, Talanta. 80 (2010) 2093-2098.
[25] X.H.Jiang, B.D. Wang, Z.Y. Yang, Y.C. Liu, T.R. Li, Z.C. Liu, Inorg. Chem. Commun.
14 (2011) 1224-1227.
[26] W. Lu, H. Jiang, F.Y. Hu, LM. Jiang, Z.Q. Shen, Tetrahedron. 67 (2011) 7909-
7912

[27] S. Bae, J. Tae, Tetrahedron Lett. 48 (2007) 5389-5392.



	Fe3+-selective fluorescent probe based on aminoantipyrine in aqueous solution
	Introduction
	Experiment
	Materials
	Apparatus
	The synthesis of the Schiff base (P1)

	Results and analysis
	Spectral studies
	The influence of pH and response time
	Stoichiometry and reaction mechanism
	The interference from other metal ions

	Conclusion
	Acknowledgements
	Reference


