Synthesis, Characterization and Fluorescent Properties of New
Complexes of 5-hydroxyflavone with Some Divalent Metal Ions
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New complexes of Mg(1l), Zn(1l), Cu(ll) and Co(ll) (1-4) with the natural flavonoid 5-hydroxyflavone have
been synthesized. The characterization of the newly formed compounds was done by UV-Vis, IR, fluorescent
spectroscopy, elemental analysis and molar electric conductivity. The complexes of Mg(ll) and Zn(ll) are

highly fluorescent.
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Flavonoids (2-phenyl-benzo-y-pyrones, fig. 1a) represent
a large group of polyphenolic natural compounds
widespread in seeds, fruit skin, peel, and bark of plants [1].
Their valuable cardioprotective [2], antioxidant [3, 4],
anticancer [5-7], anti-inflammatory [8, 9], antiviral [10],
anti-allergic [11], anti-osteoporotic [12] or antiulcer [13]
properties attracted a major interest for studying the
chemistry of the favonoid molecules.

Flavonoids are good chelating ligands for various metal
ions, and many of their chelates were investigated for the
antioxidant [14-16], antitumor [17-19], antimicrobial and
antiinflammatory [20] activities.

Among the flavonoids, 5-hydroxyflavone (5-hydroxy-2-
phenyl-4H-1-benzopyran-4-one, primuletin, fig. 1b) is a bio-
derivative with anti-inflammatory [21], antiatherogenic
[22], vasorelaxing [23] effects, and is a well-known
?nd]rogen receptor antagonist used to treat prostate cancer

24].
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Fig. 1. (a) General structure of flavonoids. (b) Chemical structure
of 5-hydroxyflavone

Due to the presence of a chelating 5-hydroxy-4-keto
group, 5-hydroxyflavone can act as a bidentate ligand
toward metal ions. Considering the low solubility in water
of 5-hydroxyflavone, on the one hand, and its good solubility
in alcohol on the other hand, most part of solution
complexation studies were carried out in neat methanol
or in methanol-water mixtures. In pure methanol,
complexes of 1:1 stoichiometry were obtained followin,
the interaction of 5-hydroxyflavone with Al(III) [25], Pb(ll%
[26] and Zn(II) [27].

The aim of this study was to obtain and characterize in
solid state new complexes of 5-hydroxyflavone with some
divalent metal ions, namely Mg(1I), Zn(1I), Co(II) and Cu(II).
Given the photophysical properties of 5-hydroxyflavone [28,
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29], the fluorescence properties of the complexes have
been also investigated.

Experimental part
Materials

All reagents and solvents were of analytical reagent
grade and were used withou tfurther purification.
o-hydroxyflavone was purchased from Aldrich Chemical
Co., Schnelldorf, Germany, MgSO,-7H,0O, ZnSO, 7H,0,
CuSO '5H,0, CoCl ‘6H,0, and KOH were obtained from
Merck Germany

Synthesis of the complexes

Synthesis of complexes was carried out following the
general procedure: a methanollc solution (10 mL) of metal
salt (0.2 mmol, 0.0493 g MgSO, - 7H,O; or 0.0575 g ZnSO

- TH,0; 0.0499 g CuSO, - 5H‘ 0; 0.0476 CoCl, -

respectlvely) was added to a methanolic solution (15 mZL)
of 5-hydroxyflavone (0.4 mmol, 0.0953 g), deprotonated
with KOH (0.4 mmol, 22 mg). The reaction mixture was
refluxed for 1 h. The solid product formed was filtered off,
washed several times with small amounts of methanol,
and dried in air.

Instrumentation —physical measurements

The C, H, S-microanalyses were performed by a Perkin-
Elmer 2400 Series Il CHNS analyzer. Melting points were
determined using a digital capillary melting point apparatus,
Optimelt- Stanford Research System. Electrical
conductivity measurements of the complexes were
recorded at 20°C for 10*M solution of the sample in DMSO
using a Consort C830 (Turnhout, Belgium) conductimeter
with an SK10T platinum electrode embedded in glass (cell
constant 1.0 cm™). IR spectra were recorded using KBr
pellets on a FT-IR VERTEX 70 (Bruker) spectrometer in the
range 400-4000 cm'. Electronic spectra by diffuse
reflectance technique, with Spectralon as reference
sample, were recorded in the range 200-900 nm, on a
Jasco V 650 spectrophotometer. Fluorescence spectra
were recorded on a Jasco FP 6500 spectrofluorometer.

Results and discussions
Synthesis and analytical data

The complexes were prepared by a simple reaction
involving depronated ligand and a salt of a divalent metal
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Compound / Molecular Anal. found Colour | Melting Molar
Molecular formula weight (calcd.) (%) point | conductance
(gmol™) [C TH T[S (O | Ap@!
cm’ mol ™)
[Mg:Lx(SO)(H:0)s] - 2H,0 | 76254 | 4698 | 3.93 | 4.09 | yellow- | >400 71
Meg,C30Hz4015S 47241423 | 420 | orange Table 1
(1) ANALYTICAL DATA AND MOLAR
[Zn,Lx(S04)(H20)6] - 2H,0 84532 4225399 |3.52 | yellow- 247 32 CONDUCTANCE VALUES FOR METAL
Zn,C;0H;4045S 42.61 | 406 | 3.79 | orange COMPLEXES
(2)
[CusLxSOy)] 697.64 |51.27 (290 | 456 |yellow- | >400 6.7
CllzC?.qugO]oS 51641260 | 4.89 | olive
3)
[CoLCI(H0)}-0,5 H,O 358.64 |5022|291 - | yellow 220- 345
COC15H12CIO4_5 50231337 222
“4)
Compound v(O-H) v(C=0) |[v(C=C) v(C-0) + 3(OH) v(C-0-C)
HL 3200-2600 1654 s; 1587 s 1357 m; 1298 s 1255 s
b, m 1615 s
1) 3600-2600 1639 s 1582 s 1361 m; 1299 w 1252s
2 360% I2n600 16 ; Table 2
2) b,-m 33 s 1581s 1357 m; 1299 w 1253 s IR DATA (cm) FOR LIGAND AND
3) - 1626 s 1578 s 1360 m; 1296 w 1256 s COMPLEXES
“) 3600-2600 1632 s 1581 s 1352 m; 1297 w 1251 s
b, m

b: broad; m: medium; s: strong; w: weak.

ion (sulphate in the case of Mg(II), Zn(II), Cu(II), and cobalt
(I) chloride, respectively). Although a metal-to-ligand
molar ratio of 1:2 was used, elemental analysis revealed a
metal:ligand:gegenion ratio of 2:2:1 for complexes (1),
(2), and (3), and a metal:ligand ratio of 1:1 for complex
(4). The analytical data of the complexes correspond to
the compositions given in table 1. The formulae proposed
for these compounds were established on the basis of
elemental chemical analysis, correlated with
physicochemical investigations (FT-IR and UV-Vis
spectroscopy and molar conductance values). The
coloured compounds obtained are all hardly soluble in
water, soluble in DMSO, except for copper (II) complex
which dissolved moderately in DMSO. The higher melting
points of the complexes than those of the ligand (158-
161°C) can be taken as an evidence for the bonding to the
metal ion with chelate ring formation. Chelates of divalent
metal ions obtained appeared to be non-electrolytes
according to the molar conductance values ranging
between 3.2-34.5 Q' cm? mol! [30, 31].

Infrared spectra

IR spectra of the free ligand and its complexes (fig. 2)
are useful for determining the mode of coordination of the
ligand. The most important vibration bands along with their
assignments are given in table 2.

In the high wavenumber region of the IR spectrum of
5-hydroxyflavone (HL), the intense broad band observed
between 2600 and 3200 cm™ was assigned to the strong
intramolecular hydrogen bond involving the OH group, a
characteristic feature of 5-hydroxylated chromones [32].
In this region, a sharp and intense band at 3059 cm is also
present corresponding to the stretching vibration n(C-H). In
the IR spectra of the complexes (1), (2), and (4) abroad band
is found between 2600 and 3600 cm’, assigned to the
presence of water molecule in the structure of these
complexes. The absence of this band in the IR spectrum
of complex (3) sustains its anhydrous nature.

The v(C=0) vibration of 5-hydroxyflavone generates
two intense bands, placed at 1654 and 1615 cm’. In the IR
spectra of the complexes, a single strong band appears at
around 1633 cm'; the shifting of ~20 cm™ suggests the

34
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involvement of C=0 group in coordination. The strong band
which appears at 1587 cm! in the IR spectrum of the ligand,
characteristic for n(C=C), is slightly shifted in the IR spectra
of complexes.

In the IR spectrum of 5-hydroxyflavone, between 1000
and 1500 cm?, bands associated with d(OH) mode are
presented, mixed with v(C=0), v(C=C) and aromatic ring
deformation. The strong band at 1298 cm! corresponding
to the coupled vibration v(C-O) + 8(OH) [33] in the IR
spectrum of the ligand, appears much weakened in the IR
spectra of complexes. This behavior suggests the
coordination of the ligand in its deprotonated form. The
v(C-0-C) frequency is unaffected upon complexation,
indicating that the ring oxygen is not involved in coordination
process.

In the sulfato complexes (1), (2), and (3), the v, vibration
is observed at ~ 1129 cm™! as a very intense and enlarged
band, while the v, vibration is observed near 620 cm™ as
a strong band. The positions of these bands better match
with the coordination of sulphato anion as bidentate
bridging ligand [34]. However, not all the characteristic
bands can be observed, because of the overlap with those
of the ligand.

Electronic spectra

The electronic spectra recorded for ligand and its
complexes are presented in figure 3, and the data obtained
are summarized in table 2.

The diffuse reflectance electronic spectrum of 5-
hydroxyflavone exhibits two major absorption maxima,
typically observed for the flavonoid structure. Both bands

originate from 7~7t* transitions: the band centred at 396
nm (band I) is due to the transitions within the B ring, a
cinnamoyl system, whereas the band at 280 nm (band II)
may be assigned to the transitions in the ring A, a benzoyl
system [35]. Both bands are bathochromically shifted in
the electronic spectra of complexes, due to the extension
of the conjugated system with the complexation process
(fig. 4). Especially the band I is broadened, as a result of
overlapping with LMCT band after coordination, and is
much shifted to higher wavelengths.
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Fig. 2. IR spectra of 5-hydroxyflavone (HL) and its complexes with Mg(Il) (1), Zn(II) (2), Cu(Il) (3) and Co(II) (4)
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Fig. 3. Diffuse reflectance electronic spectra of
5-hydroxyflavone (HL) and its complexes with
Mg(1D) (1), Zn(II) (2), Cu(ll) (3) and Co(lI) (4)
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Table 3
UV-VIS DATA FOR LIGAND AND COMPLEXES
Compound Amax(nm)
d—d |BandI|BandII
HL - 345 253
1) - 406 267
2) - 401 267
3) 667 424 258
@ 680 (sh) | 456 263
574
220 il

3) @
Fig. 4. Proposed structures for the complexes of 5-hydroxyflavone
with Mg(Il) (1), Zn(Il) (2), Cu(Il) (3) and Co(ll) (4)
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Fig. 5. The emission spectra of
5-hydroxyflavone and the complexes at

.
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Fig.6. The emission spectra of
5-hydroxyflavone and the complexes
atA_ =345nm
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The characteristic features in the visible region of the
electronic spectra of complexes (3) and (4) allow
appraisals about coordination environment of metal ion.
The spectrum of the copper (II) complex (3) exhibits a
broad and low energy band at 667 nm which is attributed
to d-d transition (*B, — *A ) typical for Cu(ll) in a square
planar environment' [36]. fn the low energy region, the
spectrum of cobalt (II) complex (4) exhibits a shoulder at
680 nm and a low intensity band centered at 574 nm. These
bands may be assigned to the ‘A, — *T (F) (v) and
‘A, — ‘T (P) (v,) transitions, respectlvely, supportmg the
tefrahedral geometry [37].

36 http://www.revistadechimie.ro
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Considering the analytical and spectral data, the most
probable structures of the obtained complexes are
presented in figure 4.

Fluorescent properties

The fluorescence emission spectra were recorded at
four excitation wavelengths, 253 nm (fig. 5), 345 nm (fig.
6), 400 nm (fig. 7) and 429 nm (fig. 8), respectively, both
for ligand and complexes. The data presented in table 4
revealed the following: (i) 5-hydroxyflavone exhibits a
strong fluorescence when it was excited at 253 and 429
nm, respectively; (i) all complexes displayed a quenching
of fluorescence at A, =253 nm (A = 298 nm) and at
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// \ Fig.7. The emission spectra of
300 ; 5-hydroxyflavone and the complexes at
i A, =400nm
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425 500 600 700 770
Wavelength [nm]
500 ﬂ
HL }L\
400 Jn‘ 5 Fig. 8. The emission spectra of
n 5-hydroxyflavone and the complexes at
{ l : . = 429nm
300 ;
1 = \
- AN
200
(1)
4k
100 S U SOTNO T \ SO SO
/ HL
3)
&Z Mo~
450 500 600 700 800
Wavelength [nm]
Compound xm= 253 nm 7»m= 345 nm Xm= 400 nm }»m= 429 nm
Aom (nm) | T(a W) | Aem (nm) | 1(a) | Aey (nm) | I(a0) | Aew (nm) | I (au)
HL 298 212 468 17 599 47 459 438
642 64
1) 298 97 556 354 599 448 459 154
357 | 494 Table 4
642 172 FLUORESCENCE DATA FOR
) 298 99 562 311 599 438 459 138 LIGAND AND COMPLEXES
564 444
642 186
3) 298 178 468 7 599 39 459 139
642 59
C)) 298 74 551 7.5 599 17 459 91
642 22

lm _ excitation wavelength; A, = emission wavelength; I = relative fluorescence intensity

A =429 nm (A__= 459 nm); (iii) the Mg(Il) and Zn(1I)
complexes had a very strong fluorescence for three of the
excitation wavelength used (345, 400, 429 nm).

The differences observed for Mg(Il) and Zn(II)
complexes could be correlated not only with their
structure, but also with the saturated structure of the metal
ion.

Conclusions

Primuletin (5-hydroxyflavone) is a flavonoid derivative
with important biological applications. It could form
chelates with metal ions acting as bidentate ligand. In this
work, the synthesis and propetties of the complexes with
Mg(II), Zn(II), Cu(ll) and Co(Il) were investigated. The
new complexes have been characterized by elemental
analysis, melting point determination, molar conductivity
measurements, spectral data (IR, UV-Vis). Considering the
analytical and spectral data, as well as the molar

REV. CHIM. (Bucharest) ¢ 65 ¢ No.1 & 2014

conductance values, we concluded that the complexes
with Mg(II), Zn(II) and Cu(Il) are dimers with a
metal:ligand:gegenion ratio of 2:2:1, whereas the
compound with Co(Il) is a mononuclear complex. The
Mg(Il) and Zn(Il) complexes exhibit a strong fluorescence,
valuable for analytical applications.
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