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1.Table 1 Crystal and experimental data
	Formula
	C36H33N5O2

	Formula weight
	567

	Temperature 
	293(2)K

	Crystalsystem/Spacegroup
	P 21/n

	Unit cell dimensions
	a = 9.5814(10) Å,   α=90º

b = 25.063(3) Å,   β = 97.204(2)º

c = 12.0572(13) Å,  γ=90º

	Volume
	2872.5Å3

	Z
	4

	Density (calculated)
	1.307 Mg/m3

	Absorption coefficient
	0.202 mm-1

	F(0 0 0)
	396

	Crystal size
	0.31×0.26×0.25mm

	θ range for data collection [°]
	1.20 to 25.29

	Reflections collected/unique
	4847/3399

	Absorption correction
	empirical

	Refinement method
	full-matrix least-squares on F2

	Data/restraints/parameters
	3399/0/231

	Goodness-of-fit on F2
	1.215

	Final R indices [I > 2σ(I)]
	R1 = 0.0388, wR = 0.1365

	R indices (all data)
	R1 = 0.0426, wR = 0.1431

	Largest diff. Peak and hole
	0.277 and -0.351 e.Å-3

	CCDC                                     782892


Binding Constant

IF0/ (IF-IF0) = (1/f) [(1/KS[M])+1], 
where IF0 is the emission intensity of L1 at 552 nm, IF is the emission intensity of L1 at 552 nm upon the addition of different amount of Cu2+, f is the fraction of the initial fluorescence which is accessible to the sensor, [M] is the concentration of Cu2+. The association constant values KS is given by the ratio intercept / slope.
The binding constant was also calculated from the absorption intensity - titration curves according to the equation
A = A0 + ((Alim - A0)/2C0)(C0 + [M] + 1/K - ((C0 + [M] + 1/K)2 - 4C0[M])0.5),

where A and A0 are the absorbance for L1 (at 529 nm) in the presence and absence of Cu2+; C0 is half of the concentration of L1; [M] is the concentration of the Cu2+; and Alim is the limiting value of the absorbance in the presence of excess Cu2+.
2. Synthesis routes and characteristic data
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Rhodamine 6G hydrazone 2 is prepared according to the literature method.1
Rhodamine 6G hydrozide (1.0 mmol, 0.428 g) and quinoline-2-carbaldehyde (1.0 mmol, 0.160 g) were mixed in boiling ethanol with 3 drops of acetic acid. After 4 h of stirring, brown precipitates obtained were filtered off, washed with ethanol/ether (1:1) and dried over P2O5 under vacuum. Yield: 65 %. 1H NMR (CDCl3, 400 MHz) δ (ppm): 8.564 (s, 1H), 8.11-8.132(d, 1H J = 8.4 Hz), 7.953-8.054 (m, 3H), 7.697-7.716 (d, 1H J = 7.6 Hz), 7.584-7.625 (m, 1H), 7.424-7.506 (m, 3H) 7.068-7.088 (m, 1H) 6.382-6.449 (ss, 4H) 3.477 (b, 2H), 3.181-3.234 (q, 4H, J=6.8), 1.852 (s, 6H), 1.280-1.315 (t, 6H, J = 7.2 Hz). 13C NMR (CDCl3, 100 MHz) δ (ppm):165.57, 154.87, 152.67, 151.24, 147.73, 147.58, 146.33, 135.71, 133.84, 129.28, 129.24, 128.26, 128.17, 127.86, 127.50, 127.29, 126.72, 123.69, 123.66, 118.25, 118.00, 105.99, 97.09, 66.01, 38.33, 16.67, 14.72. ESI-MS m/z = 568.4 [M + H]+, calc. for C36H33N5O2 =567.26.

[1] Moorthy S, Anupama S, Sandhya M, E. Suresh, Amitava D, A Rhodamine-Based Chemosensor that Works in the Biological System. Organic Letters 2008; 1, 3013-3016.
3. Supplementary spectra data
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Figu. S1Fitting of Fluorescence titration curve of L1 in water/ CH3CN (1:1 v/v) solution.
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Fig. S2 Fluorescence spectra of L1 (2 x10-5 mol L-1) upon the addition of various metal ions (5 x10-3 mol L-1 for K+, Ag+ and Ca2+; 4 x10-5 mol L-1 for other metal ions) in water/ CH3CN (1:1 v/v) solution.
[image: image4.png]+
N5 ) " Im
O

1 ° n

- E
- ° n

. LO

| I ] El
® [ |

. D O

. " oo

. D I~

. ¢
® [ |

. "I T
[ ]

. - <

I T T T T T T ™
o o o o o o o
o o o o o o o
N~ (o] To] < (2] N —

Aususju| eouaosalon|4




Fig. S3 Fluorescence spectra of 1 (2 x10-5 mol L-1) with the addition of Cu2+ (3 x10-5 mol L-1) in water/ CH3CN (1:1 v/v) at various pH values (λex = 500 nm, λem = 550 nm).
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Fig. S4 Time course of the response of L1 (2 x10-5 mol L-1) to 5 equiv Cu2+ in water/ CH3CN (1:1 v/v) solution.
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Fig.S5 1H NMR (CDCl3, 400 MHz) spectrum of L1.
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Fig. S6 13C NMR (CDCl3, 100MHz) spectrum of L1.
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Fig.S7 ESI mass spectrum of L1.
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Fig.S8 ESI mass spectrum of 2 x10-5 mol L-1 L1 in the presence of 1 equiv of Cu2+ in water/ CH3CN (1:1 v/v) solution, indicating the formation of [L1 +Cu]+.
_1339350434.cdx

