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SHG polymeric films†
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New Y-shaped ferrocene conjugated imidazole chromophores were prepared and fully characterized.

The Y-shaped structure was confirmed by the single crystal X-ray diffraction technique. The chromo-

phores show interesting second-order nonlinear optical (NLO) properties in solution, as determined by the

Electric-Field Induced Second Harmonic generation (EFISH) technique. Remarkably, the trifluoro substituted

compound 3 is characterized by a high µβEFISH value and has good potential as a molecular building block

for composite films with Second Harmonic Generation (SHG) properties. For all compounds, the dipole

moments and frontier orbital energies were calculated by the Density Functional Theoretical method.

Introduction

The development of second-order nonlinear optical (NLO)
chromophores is an exciting proposition with emerging appli-
cations in electro-optic modulators, optical data storage
devices, telecommunications and optical switches.1 In particu-
lar, organic chromophores containing a donor–π-acceptor
system show effective intramolecular charge transfer (ICT)
from a donor to an acceptor, leading to a dipolar push–pull
structure featuring low-energy and intense CT absorptions.2

The polarizability and the linear and nonlinear optical pro-
perties of these systems depend on their chemical structure,
the electronic behaviour of the appended donors and accep-
tors, and the length of the π-conjugated linker.3 Extraordinary
arrangements of peculiar chromophores, inspired by the
letters of the alphabet (H, L, T, V, X, and Y), have appeared
recently in the literature.4 These chromophores, characterized
by surprising photophysical properties, have been expediently
utilized in organic light-emitting diodes (OLEDs),5a two-

photon absorbers (2PAs),5b near-infrared absorbing dyes,5c

dye-sensitized solar cells (DSSCs)5d and bulk-heterojunction
solar cells (BHJSCs).5e,f

Besides, it is known that metal complexes provide several
advantages over organic molecules in the field of second-order
nonlinear optics due to their additional flexibility, thanks to
the presence of the NLO active electronic charge-transfer tran-
sitions between the metals and the ligands, which are tuneable
by virtue of the nature, oxidation state and coordination
sphere of the metal centres.6

The use of heteroaromatic scaffolds, as π-backbones in
NLO-active chromophores, provides high chemical and
thermal robustness. In addition, they may act as auxiliary
donors or acceptors, improving the optical nonlinearity of the
chromophores.7 Among them, imidazole moieties have been
incorporated in chromophore systems as strong electron accep-
tors because of their high electron deficiency originating from
two asymmetric nitrogen atoms that lower the π* level of the
conjugated system.8

Push–pull Y-shaped imidazole (IM) chromophores of the
type [(D–π)2–IM–π–A], where two donors are at the peripheral
(C4/C5) positions of imidazole and one acceptor at the C2 posi-
tion, are characterized by a high charge transferability due to
the presence of electron deficient nitrogen in the imidazole
unit.9 Some reports are available in the literature based on
organic Y-shaped imidazole chromophores for NLO,10 organic
light-emitting diodes (OLEDs)5a and two-photon absorbers,5b

but the NLO properties of organometallic Y-shaped imidazole
systems have not been reported until now.
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Ferrocene chromophores have been explored in the field of
NLO and they have played the crucial role of an electron-donor
in charge transfer processes, when ferrocene is linked to an
acceptor moiety in push–pull molecules.6d,11 A ferrocene
complex was the first organometallic species reported in
second-order nonlinear optics (NLO); it was described as a
donor moiety by Green et al.12a Later, ferrocene based second-
order NLO chromophores of the type D–π–A with different
acceptor units such as heteroarenes,12b metal carbonyls,12c

porphyrinoids12d and heteroaromatic12e acceptors were
reported, with an increase in the electron-withdrawing
strength of the acceptor and in the length of the π-delocalized
bridge between the donor and the acceptor groups, in turn,
leading to an increase in the β values.12 Even though ferro-
cene-containing Y-shaped imidazole chromophores, described
by Nair et al., show great potential as multichannel ditopic
chemosensors for biologically active cations/anions and the
oxidative cleavage of DNA in the presence of H2O2,

13 to our
knowledge their NLO properties have not been reported yet.
The Y-shaped organometallic chromophore enables good
coupling between the d orbitals of the metal and the π* system
of the imidazole moiety, which could afford a substantial NLO
response controlled by metal-to-ligand charge transfer tran-
sitions (MLCTs). Recently some of us have explored Y-shaped
biferrocenyl quinoxaline donor-π-acceptor based chromo-
phores, placing in evidence their high second-order NLO
response in solution, as determined by the Electric Field
Induced Second Harmonic (EFISH) technique. The dispersion
of this kind of chromophore as a guest in a polymethyl-
methacrylate matrix (PMMA) can lead to the formation of a
composite film with a good SHG response.14

Inspired by the aforementioned considerations, we have
synthesized Y-shaped imidazole chromophores and fully
characterized them with the aid of analytical and spectro-
scopic techniques such as FT-IR, 1H, 13C, 19F NMR and
elemental analysis. The structure has been analyzed by the
single crystal X-ray diffraction (XRD) technique and the electro-
chemical behavior of the chromophores was investigated by
cyclic voltammetry. The second-order non-linear optical pro-
perties were examined by the EFISH generation technique.

Results and discussion
Synthesis and characterization

Y-shaped imidazole chromophores 1–5 were synthesized by
the Debus–Radziszewski condensation of 1,6-bis-ferrocenyl-
hexa-1,5-diene-3,4-dione with a para-substituted benzaldehyde
to yield imidazole derivatives as shown in Scheme 1.

The 1H, 13C, and 19F (compound 3) NMR spectra of chromo-
phores 1–5 were measured in DMSO-d6 at room temperature
and the spectra are shown in Fig. S2–S12.† In the 1H NMR
spectra of chromophores 1–5, the ferrocene protons appear at
4.1–4.6 ppm. The aliphatic CH protons are resonating at
6.9–7.1 ppm as two overlapping doublets and the –NH protons
are at 12.2 ppm as a singlet. In the 13C NMR spectra of

chromophores 1–5, the ferrocene carbons resonate at
69.24–79.73 ppm and the –CuN carbon of compound 4 res-
onates at 119.4 ppm. The phenyl group carbons appear in the
expected regions. The 19F NMR spectrum of CF3 (compound 3)
shows a signal at −60.8 ppm. The mass spectra of chromo-
phores 1–5, shown in Fig. S15–S19,† are in agreement with the
theoretical mass. In addition, the thermal stability of Y-shaped
molecules 1 and 4 was examined by thermogravimetric ana-
lysis (TGA) at a heating rate of 20 °C min−1 up to 800 °C,
placing in evidence that the molecules are stable up to 320 °C
(Fig. S13†). The Y-shaped structure of compound 4 was con-
firmed by the single crystal X-ray diffraction (XRD) method.
Compound 4 was recrystallized from methanol at room temp-
erature and the structure is shown in Fig. 1. The data collec-
tions, structure refinement and the parametric data of the unit
cells are given in Table S1.† The single crystal structure of
chromophore 4 revealed that the molecule has a Y-shaped
structure, in which two ferrocenes lie above and below the
plane leading to an antennae type structure. In addition, we
observed H-bonding between the acidic –N–H proton of imid-
azole and the oxygen of a methanol molecule (H⋯O), as

Scheme 1 Synthetic routes for different substituted Y-shaped imid-
azole chromophores.

Fig. 1 Single crystal X-ray structure of compound 4; hydrogen atoms
are omitted for clarity.
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shown in Fig. 1. The two cyclopentadienyl rings of ferrocene
are in a staggered conformation with a torsion angle of 36°.15

The data obtained with density functional theory (DFT) is cor-
related with the X-ray analysis of chromophore 4, which is pro-
vided in the ESI.†

Electronic absorption spectra

The electronic absorption spectra of chromophores 1–5,
recorded in dichloromethane solution, show variable intense
charge transfer absorptions (Fig. 2). In these spectra, we
observed a higher energy band at 233–235 nm, originating
from the ligand centred π–π* electronic transition and most
intense n–π* electronic transition peaks in the range of
367–372 nm due to either metal-to-ligand charge transfer
(MLCT) or ligand-to-metal charge transfer (LMCT) caused by
intramolecular charge transfer (ICT). Theoretically calculated
higher energy (HE) absorption bands for compounds 1–5 are
in the range of 360–404 nm. There are other weak absorption
bands of lower energy (469–495 nm), observed experimentally,
which can be attributed to the d–d transition (assigned to
1E1g ←

1A1g) or metal-to-ligand charge transfer (dπ–π*) between
Fe(II) and the cyclopentadienyl ring.16 The absorptions and
their energy gaps are shown in Table 1.

Electrochemical studies

The electrochemical behaviour of chromophores 1–5 was
explored through cyclic voltammetry in dichloromethane solu-
tion containing 0.1 M tetrabutylammonium perchlorate
(TBAP) as a supporting electrolyte at a scan rate of 100 mV s−1.
The counter electrode was a platinum wire, glassy carbon was
used as the working electrode, and an Ag/AgCl electrode was
used as the reference electrode.16b,c The cyclic voltammograms
of the chromophores are shown in Fig. 3. Compounds 1–5
exhibit quasi-reversibility and a current ratio (ipa/ipc) equal to
unity in the electrochemical assessment. The oxidation
process of the ferrocenyl (Fe2+ ⇌ Fe3+) core within the potential
range from 0.42 to +0.61 V is related to the presence of donor/
acceptor moieties. The oxidation potential of free ferrocene
was +0.40 V under the same experimental conditions.17 The
half-wave potential, calculated by E1/2 = (Epa + Epc)/2, of the
novel compounds is more positive due to the para-substitution
effect, as shown in Fig. 3. The potential of compound 2 was
shifted to the right side due to the presence of a donor group
(–OCH3). The electrochemical data for these chromophores are
summarized in Table S2.† The electrochemical potential of the
compounds provides information about the HOMO and

Fig. 2 Absorption spectra of compounds 1–5 in CH2Cl2 solution (1 ×
10−5 M).

Table 1 Photophysical and second order NLO properties of compounds 1–5

Chromophore
λME
max

a [nm/(eV)] εa

(×105) [M−1 cm−1]
λLEmax

a [nm/(eV)] εa

(×105) [M−1 cm−1]
HOMOb

(eV)
LUMOb

(eV)
λmax

b

[nm (eV)]
µgas/µDCM

b

(×10−18 esu)
µβEFISH

c

(×10−48 esu)
βEFISH

d

(×10−30 esu)

Compound 1 367(3.37)/0.81 469(2.64)/0.12 −4.91 −1.68 380 (3.25) 2.7/3.1 −415 −134
Compound 2 370(3.35)/0.58 470(2.63)/0.08 −4.81 −1.57 382 (3.23) 4.1/4.2 −436 −104
Compound 3 371(3.34)/0.92 460(2.69)/0.35 −5.09 −2.04 401 (3.08) 5.1/5.6 −1000 −179
Compound 4 370(3.35)/0.96 438(2.83)/0.19 −5.15 −2.29 360 (3.44) 7.0/7.3 −970 −133
Compound 5 372(3.33)/0.46 480(2.58)/0.19 −5.21 −2.95 404 (3.06) 8.0/8.1 −900 −111

a Experimental data (HE = high energy, ME = medium energy, and LE = low energy). b Theoretical calculations with TD-DFT. c In anhydrous
CHCl3, the estimated uncertainty in EFISH measurements is 10%. d βEFISH was calculated using the computed μDCM value.

Fig. 3 Cyclic voltammograms of compounds 1–5 in the presence of a
0.1 M TBAP supporting electrolyte at 0.1 mV s−1 in 10−3 M CH2Cl2
solution.
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LUMO energy levels, EHOMO = −e (Eox + 4.4) and ELUMO =
(Eopticalg + EHOMO) respectively.

16c,18

DFT studies

To optimize the molecular structures of the Y-shaped com-
pounds 1–5, we have carried out DFT computations using the
B3LYP19 method with the 6-31+G** basis set. The selected opti-
mized geometrical parameters, calculated highest occupied
molecular orbital (HOMO) and lowest unoccupied molecular
orbital (LUMO) energies and absorption maxima (λmax), are
reported in Table 1. Based on the computed results, it is clear
that the HOMO and LUMO distribution developed through the
charge exchange from the bi-ferrocenyl donor and imidazole
to the acceptor unit. In compounds 1–5, the HOMO is mainly
localized on the ferrocene moiety and the π-spacer double
bond along with a part of the imidazole unit. Compounds 3, 4
and 5 show slight stabilization when compared with 1 and 2.
The calculated HOMO energy level of compounds 1 and 2
varies from −4.80 eV to −5.21 eV. The LUMO energy level of
compounds 3–5 is strongly stabilized when compared to 1
and 2. The LUMO is localized in part on the imidazole unit
and on the acceptor group present at the para-position of the
aromatic ring as shown in Fig. 4. Here, we noticed that the
imidazole ring participates in the HOMO and in LUMO levels
and it contributes to the balanced charge transfer in com-
pounds 1–5.20 Furthermore, we have performed time-depen-
dent density functional theory (TD-DFT) calculations for com-

pounds 1–5 to assign the definite transition observed in the
experiments (Table 1). They provide evidence for the experi-
mental red shift of the HE bands observed by increasing the
electron accepting nature of the substituent present at the
para-position of the aromatic ring. Compounds 1–5 make
major contributions (more than 50%) to the relatively strong
higher energy (HE) band S0 → S1 transitions, indicating the
intramolecular charge transfer (ICT) character of the HE band.
For compounds 1–3, the major contribution to the HE band is
the HOMO → LUMO transitions whereas for 4 and 5 the major
contribution to the HE band is the HOMO → LUMO+1 tran-
sition. The electronic structures, excited state energies, oscil-
lator strengths and orbital transitions of compounds 1–5 are
given in Tables S3 and S4.†

Second-order nonlinear optical properties

The electric field induced second harmonic (EFISH) gene-
ration technique21 was used to determine the second-order
nonlinear optical properties of the novel Y-shaped chromo-
phores, in CHCl3 at 10

−3 M concentration with a non-resonant
incident wavelength of 1.907 µm, obtained by Raman-shifting
under high hydrogen pressure by using a Q-switched, mode-
locked Nd3+:YAG laser. This method is one of the valuable
alternatives to Hyper-Rayleigh Scattering (HRS),22 which
suffers from the restriction of possible overestimation of
the values of quadratic hyperpolarizability due to multi-
photon fluorescence. EFISH measurements can provide direct

Fig. 4 Schematic orbital energy levels of chromophores 1–5 at the B3LYP/6-31+G** level of theory in a solvent phase (CH2Cl2). The energy gaps
and orbital distribution of HOMO and LUMO are also shown.
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information on the intrinsic molecular NLO properties
through eqn (1)

γEFISH ¼ ðμβλ=5kTÞ þ γð�2ω; ω; ω; 0Þ ð1Þ

where µβλ/5kT is the dipolar orientational contribution of non-
linearity to the molecule, and γ (−2ω, ω, ω, 0), the third order
polarizability at frequency ω of the incident light, is a purely
electronic cubic contribution to γEFISH which can usually be
ignored, when studying the second-order NLO properties of
dipolar molecules. Chromophores 1–5 show good µβEFISH
values (−415 to −1000 × 10−48 esu), remarkably as high as
those previously observed for other Y-shaped ferrocenyl qui-
noxaline chromophores14f (Table 1). A similar high second-
order NLO response was observed for other ferrocene chromo-
phores.12 Compounds 3–5 show high µβEFISH due to the elec-
tron acceptor group present at the para-position of the aro-
matic ring. In addition, compound 3 shows the highest µβEFISH
value among the investigated compounds, because the CF3
moiety has a low-lying n–π* excited state which favors the
charge transfer process.23 Also, TD-DFT studies of compound
3 show a high oscillator strength with low transition energy,
which is in agreement with the particular high β value.24

To evaluate the quadratic hyperpolarizability (βEFISH) of the
chromophores, it is necessary to know the dipole moment (μ).
Here, we have calculated a theoretical dipole moment in the
gas phase and solvent phase (CH2Cl2) for compounds 1–5 with
the B3LYP/6-31+G** level of theory. Similar values were
obtained in both gas and solvent phases, indicating that there
are no significant solute–solvent interactions. The acceptor
groups in compounds 3–5 lead to a relatively high dipole
moment, as shown in Table 1, following the same trend of the
µβEFISH values. We observed good βEFISH values (−134, −104,
−179, −133 and −111 × 10−30 esu for compounds 1, 2, 3, 4,
and 5 respectively). The lowest quadratic hyperpolarizability
was observed in the presence of the OCH3 donor group (2)
whereas the best value was achieved with compound 3.

Some of us have the experience in the study of the second
harmonic generation (SHG) signal of poled host–guest
systems;14 in particular, we have recently reported PMMA
(polymethylmethacrylate) and PS (polystyrene) films contain-
ing a ferrocene conjugated quinoxaline chromophore which
have shown remarkably high and stable SHG.14f

The high μβEFISH value of compound 3 prompted us to
explore its potential as a molecular building block for a com-
posite thin film with SHG properties. It was dispersed in
PMMA matrices (5 wt% of chromophores with respect to the
matrix) and oriented by poling (ESI†). The corona wire poling
dynamics of the SHG behaviour of the PMMA composite thin
film is reported in Fig. 5. The electronic absorption spectra of
compound 3 in the PMMA film before and after poling are
reported in Fig. S1.† After poling, the film showed an absorp-
tion band intensity which was about 83% of that observed
before poling. This decrease in the absorption peak intensity,
called the dichroic effect,25 is due to the partial orientation of
the molecules along the direction of the electric poling field.

No significant Stark shift of the absorption peaks was observed
after poling. The second-order nonlinear optical coefficients of
the poled film were obtained by the standard maker fringe
technique.26

The coefficient values obtained for the composite PMMA
film containing compound 3 are d31 = 0.29 pm V−1, d15 = 0.25
pm V−1 and d33 = 0.74 pm V−1. Because d31 ≈ d15 and since
there is no appreciable absorption at 532 nm for the compo-
site film of compound 3, Kleinman’s symmetry can be con-
sidered satisfactory.27 Moreover, d33/d31 and d33/d15 are about
equal to 3, suggesting that the first hyperpolarizability tensor
of the chromophore is mono-dimensional. The d33 value is
comparable with the one obtained for a ruthenium σ-alkynyl
complex (0.7 pm V−1), defined as remarkable.14h

Conclusions

In this work, novel Y-shaped ferrocene conjugated imidazole
chromophores were prepared and well characterized. In
addition, the HOMO–LUMO energy gaps of the chromophores
were obtained from cyclic voltammetry and UV-visible experi-
ments. These values are correlated with DFT studies. The
chromophores are characterized by remarkably high μβEFISH
values in CHCl3 solution and an excellent thermal stability.
They are excellent candidates for SHG polymeric films, as evi-
denced by the interesting d33 value of the host/guest system
based on chromophore 3 in PMMA. Finally, it is important to
underline the ease with which the films for SHG measure-
ments can be prepared; in fact the complex/matrix system is
simply spin-coated on a support at room temperature.

Experimental
Materials and procedures

(1E,5E)-1,6-bisferrocenyl-hexa-1,5-diene-3,4-dione was syn-
thesized according to the reporting procedure.13b,14f The pro-

Fig. 5 In situ corona-wire poling dynamics of the PMMA film contain-
ing compound 3.
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ducts were dried overnight before characterization.
Chromatographic purification and separation were carried out
using silica gel 60 (AVRA, 100–120 mesh), hexane and ethyl
acetate as solvents. All other chemicals were purchased from
Sigma Aldrich Chemical Co. Imidazole derivatives were syn-
thesized by the Debus–Radziszewski condensation reaction
with (1E,5E)-1,6-bisferrocenyl-hexa-1,5-diene-3,4-dione and
para-substituted benzaldehyde (R = H, OCH3, CF3, CN and
NO2) in the presence of ammonium acetate and acetic acid to
form Y-shaped imidazole chromophore derivatives (1–5) as
shown in Scheme 1.

General physical measurements

NMR spectra were recorded on a BRUKER (400 MHz) spectro-
meter. Chemical shifts are reported in δ (ppm) and mass
spectra were recorded on a high-resolution JEOL mass spectro-
meter using the Electron ionization (EI) method. FT-IR spectra
were obtained using a SHIMADZU IR Affinity-1 instrument
equipped with a high-sensitivity DLATGS detector; the spectra
were recorded as KBr discs. Electronic absorption spectra were
recorded in dichloromethane, in a 1 cm2 quartz cuvette at
room temperature, using a JASCO V-670 UV-Visible spectro-
photometer. Electrochemical measurements were recorded
using a CHI620E electrochemical analyser; they were per-
formed in 5 × 10−3 M solutions of dichloromethane with 0.1 M
tetrabutylammonium perchlorate (TBAP, Aldrich) as the sup-
porting electrolyte at a scan rate of 100 mV s−1. A platinum
wire acts as the counter electrode, glassy carbon acts as the
working electrode and an Ag/AgCl electrode acts as the refer-
ence electrode. Thermogravimetric analyses were carried out
using a TGA SDT Q600 V20.9 Build 20 instrument under a
nitrogen atmosphere at a heating rate 20 °C min−1 (0–800 °C).

Synthesis of Y-shaped imidazole derivatives 1–5

Compound 1 (H). Benzaldehyde, (1 mmol), yield 65%.
C33H28Fe2N2: calcd C, 70.24; H, 5.00; N, 4.96; found C, 69.87,
H, 5.01, N, 4.90. HRMS (EI): exact mass: 564.0951, found mass:
564.0948. 1H NMR (400 MHz, DMSO-d6) δ (ppm): 12.22 (s,
1 H), 8.09 (d, J = 7.4 Hz, 2 H), 7.48 (t, J = 7.5 Hz, 2 H), 7.38 (t,
J = 7.3 Hz, 1 H), 7.04 (d, J = 16 Hz, 2 H), 6.9 (d, J = 16 Hz, 2 H),
4.63 (s, 4 H), 4.30 (d, J = 19.4 Hz, 4 H), 4.13 (d, J = 15.8 Hz, 10
H). 13C NMR (100 MHz, DMSO-d6) δ (ppm): 146.84, 138.50,
130.69, 129.12, 125.94, 124.85, 117.50, 112.97, 84.78, 84.37,
69.47, 66.95. FT-IR: 3446(s), 3085(s), 2918(s), 2839(s), 1733(m),
1641(m), 1559(w), 1494(m), 1470(s), 1405(s), 1316(w), 1255(m),
1156(w), 1105(s), 1035(s), 1006(s), 924(s), 824(s), 770(m),
695(s), 657(m), 492(s) cm−1. UV-visible (CH2Cl2, nm): 234, 367,
469.

Compound 2 (OCH3). 4-Methoxybenzaldehyde, (1 mmol),
yield 30%. C34H30Fe2N2O: calcd C, 68.71; H, 5.09; N, 4.71;
found C, 68.57; H, 4.91, N, 4.50. HRMS (EI): exact mass:
594.1057, found mass: 594.1102. 1H NMR (400 MHz, DMSO-d6)
δ (ppm): 12.09 (s, 1 H), 8.04 (d, J = 8.5 Hz, 2 H), 7.05 (d, J =
8.6 Hz, 2 H), 6.92 (d, J = 12.8 Hz, 4 H), 4.64 (s, 4 H), 4.31 (s,
4 H), 4.14 (s, 10 H), 3.83 (s, 3 H). 13C NMR (100 MHz, DMSO-d6)
δ (ppm): 159.89, 146.86, 138.12, 128.05, 127.33, 124.32, 123.23,

117.41, 114.35, 112.91, 84.49, 84.34, 69.27, 66.68, 55.54. FT-IR:
3427(s), 3092(s), 2924(s), 2825(m), 1605(s), 1583(m), 1526(s),
1491(s), 1441(s), 1409(m), 1298(m), 1248(s), 1177(s), 1099(s),
1020(s), 992(s), 942(s), 820(s), 735(m), 663(m), 603(m), 497(s)
cm−1. UV-visible (CH2Cl2, nm): 234, 370, 460.

Compound 3 (CF3). 4-Trifluoromethylbenzaldehyde,
(1 mmol), yield 25%. HRMS (EI): exact mass: 632.0825, found
mass: 632.0814. 1H NMR (400 MHz, DMSO-d6) δ (ppm): 12.50
(s, 1 H), 8.33 (d, J = 7.9 Hz, 2 H), 7.86 (d, J = 8.2 Hz, 2 H), 7.01
(d, J = 12 Hz, 2 H), 6.92 (d, J = 8 Hz, 2 H), 4.65 (s, 4 H), 4.30 (d,
J = 23.3 Hz, 4 H), 4.17 (d, J = 19.0 Hz, 10 H). 19F NMR
(377 MHz, DMSO(d6)): δ −60.87 (s, CF3). 13C NMR (100 MHz,
DMSO-d6) δ (ppm): 145.23, 139.01, 134.25, 129.43, 128.72,
126.29, 125.84, 123.47, 117.18, 112.71, 84.56, 84.08, 69.50,
67.05. FT-IR: 3438(s), 3089(m), 3025(w), 1609(s), 1534(w),
1448(s), 1320(s), 1234(w), 1162(s), 1127(s), 1070(s), 1006(m),
956(s), 856(s), 820(s), 678(m), 599(w), 496(s) cm−1. UV-visible
(CH2Cl2, nm): 233, 369, 460.

Compound 4 (CN). 4-Cyanobenzaldehyde, (1 mmol), yield
47%. C34H27Fe2N3: calcd C, 69.30; H, 4.62; N, 7.13; found C,
70.02; H, 4.40, N, 6.90. HRMS (EI): exact mass: 589.0904,
found mass: 589.0914. 1H NMR (400 MHz, DMSO-d6) δ (ppm):
12.44 (s, 1 H), 8.19 (d, J = 8.1 Hz, 2 H), 7.88 (d, J = 8.1 Hz, 2 H),
7.10, (d, J = 12 Hz, 2H), 7.01 (d, J = 12 Hz, 2 H), 4.59 (s, 4 H),
4.24 (d, J = 23.2 Hz, 4 H), 4.07 (d, J = 17.2 Hz, 10 H). 13C NMR
(100 MHz, DMSO-d6) δ (ppm): 144.91, 139.26, 134.48, 133.20,
129.74, 126.24, 125.69, 119.43, 117.05, 112.57, 110.51, 84.47,
83.98, 69.51, 67.10. FT-IR: 3425(s), 3091(m), 2930(w), 2217(s),
1634(m), 1606(s), 1523(m), 1405(m), 1284(m), 1241(m),
1177(m), 1113(s), 1049(m), 1006(m), 952(s), 824(s), 735(m),
556(s), 492(s) cm−1. UV-visible (CH2Cl2, nm): 234, 370, 438.

Compound 5 (NO2). 4-Nitrobenzaldehyde, (1 mmol), yield
25%. C33H27Fe2N3O2: calcd C, 65.05; H, 4.47; N, 6.90; found C,
65.12; H, 4.04; N, 6.68. HRMS (EI): exact mass: 609.2880,
found mass: 609.2908. 1H NMR (400 MHz, DMSO-d6) δ (ppm):
12.62 (s, 1 H), 8.38 (d, J = 8 Hz, 2 H), 8.34 (d, J = 8 Hz, 2 H),
7.10 (m, 4 H), 4.69 (d, J = 8, 4 H), 4.38 (d, J = 24 Hz, 4 H), 4.18
(d, J = 16 Hz, 10 H). 13C NMR (100 MHz, DMSO-d6) δ (ppm):
146.94, 144.58, 139.64, 136.25, 130.22, 126.79, 126.00, 124.72,
116.91, 112.98, 84.36, 83.86, 69.50, 67.18. FT-IR: 3385(m),
3092(m), 2929(m), 2860(w), 1626(w), 1605(s), 1519(s), 1387(m),
1344(s), 1237(w), 1184(w), 1099(s), 1038(w). 998(s), 949(m),
856(s), 813(s), 753(w), 692(s), 485(s) cm−1. UV-visible (CH2Cl2,
nm): 235, 372, 480.

Single-crystal X-ray structure determination of compound 4

Red crystals of compound 4 were obtained by slow evaporation
of the corresponding solution of methanol at room tempera-
ture. The crystal was stored in paraffin-oil and mounted in a
MiTeGenloop, and measured at 298 K. The approximate
dimensions of the crystal are 0.32 × 0.25 × 0.16 mm3. The X-ray
diffraction data were recorded using a Bruker Kappa Apex II
coupled with a CCD area detector and a graphite diffracto-
meter with Mo-Kα radiation (λ = 0.71073 Å). The Apex2 (ref. 28)
package was used for cell refinements and data reduction. The
structure was solved by direct methods using the SHELXS-97
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(ref. 29) or Superflip30 program with the OLEX2 (ref. 31)
graphical user interface. Structural refinements were carried
out using Shelxl-2018.32 The crystallographic details are sum-
marized in Table S1.†

Computational calculation methods

The electronic structures and molecular properties of ferro-
cene conjugated Y-shaped imidazole chromophores were
investigated using density functional theory (DFT) for under-
standing the bonding patterns, electronic charges and mole-
cular orbital energy distributions. The initial geometry of the
chromophore was taken from the available crystal data for
compound 4. The remaining chromophores were obtained by
replacing the CN substituent of compound 4 with a suitable R
substituent (see Scheme 1). The geometries of the synthesized
chromophores in the gas phase were optimized using Becke’s
three-parameter and the Lee–Yang–Parr functional as B3LYP.19

Computational calculations at the B3LYP level were carried out
using the 6-31+G** basis set for finding the global minimum
energy structures of all chromophores and their molecular pro-
perties. All computation calculations were performed using
the G09 package33 and the frontier molecular orbital density
plots were visualized using the GaussView 5.0 (ref. 34)
program.

EFISH measurements

All the Y-shaped imidazole chromophores were studied by
EFISH21 in CHCl3 solutions at 10−3 M concentration, with a
non-resonant incident wavelength of 1907 nm, obtained by
Raman-shifting the fundamental 1064 nm wavelength using a
Q-switched, mode-locked Nd3+:YAG laser manufactured by
Atalaser. The apparatus used for EFISH measurements is a
proto type made by SOPRA (France). The values of μβEFISH
reported are the mean values of 16 measurements performed
on the same sample. The sign of µβ is determined by compari-
son with the reference solvent (CHCl3).

Preparation of thin films of chromophore 3 in PMMA

The composite film was prepared by spin coating on ordinary
non-pretreated glass substrates (thickness 1 mm) cleaned with
water/acetone. The solution was obtained from 300 mg of poly-
methylmethacrylate (PMMA) and 15 mg of compound 3 dis-
solved in dichloromethane (4.5 mL). The parameters of spinn-
ing (RPM-revolutions per minute) are RPM 1: 500; Ramp 1: 1 s,
Time 1: 3 s; RPM 2: 1500; Ramp 2: 4 s, Time 2: 25 s; RPM 3:
2000; Ramp 3: 1 s, Time 3: 1 s. The film thickness of compo-
site PMMA/compound 3 was measured by using a profil-
ometer. Second Harmonic Generation (SHG) experiments were
performed using a Q-switched Nd:YAG (Quanta System Giant
G790-20) laser at a 1.064 µm wavelength with a pulse of 7 ns
and a repetition rate of 20 Hz. For poling measurements, the
fundamental beam was attenuated to 0.57 mJ and was focused
with a lens ( f = 600 mm) on the sample, placed over the hot
stage. The corona poling process was carried out inside a
specially built dry box, in a N2 atmosphere. The fundamental
beam was polarized in the plane of incidence (p-polarized)

with an angle of about 55° with respect to the sample in order
to optimize the SHG signal. The hot stage temperature was
controlled by using a GEFRAN 800 controller, while the corona
wire voltage (up to 10.0 kV across a 10 mm gap) was applied by
using a TREK610E high-voltage-supplier. After rejection of the
fundamental beam by using an interference filter and a glass
cut-off filter, a p-polarized SHG signal at 532 nm was detected
with a UV-vis photomultiplier (PT) Hamamatsu C3830.14f,35

The corona wire poling dynamics of the SHG behaviour of the
PMMA composite film was investigated at 65 °C in a N2 atmo-
sphere with an electric field of 9.5 kV; these conditions
allowed us to obtain a sufficiently high and stable second-har-
monic generation (SHG) signal. The absorption bands of com-
pound 3 in the PMMA film (peak at 370 nm) after poling (red
lines) decrease compared to those observed before poling
(blue lines). It is the so-called “dichroic effect”25a due to the
partial orientation of the molecules along the direction of the
electric poling field. No appreciable Stark shift25a of the
absorption peaks was observed after poling as shown in
Fig. S1.†

Method of determination of the d33 values

In the Maker fringe experiment, the second harmonic (SH)
intensity was detected as a function of the incidence angle θ of
the normalized and fundamental beam with respect to that of
a calibrated quartz crystal wafer (X-cut) 1.15 mm in thickness
whose d11 is 0.46 pm V−1. The incidence angle was changed by
rotating the poled film along the Y-axis while the polarization
of the fundamental and SH beam could be changed by a half-
wave plate and a cube beam splitter respectively. In order to
determine the nonzero independent components of the sus-
ceptibility tensor for the poled film (C ∞ v symmetry) Maker
fringe measurements were performed with the following polar-
izations: p → p, s → p and 45 → s. The standard expression26

used to fit the SHG intensity in the Maker fringe measurement
includes the absorption coefficient of the film at the harmonic
frequency. In this expression the SHG intensity is proportional
to the square of the effective nonlinear optical coefficient (deff )
which depends on the polarizations of the fundamental and
SH beam. Considering the C ∞ v symmetry expected for
the poled film and the polarizations of the fundamental and
SH beam, the coefficient deff assumes the following expression:

deff ¼ dzxx sin ϑ2 ð1aÞ
For s → p configuration,

deff ¼ dxxz sin ϑ1 ð1bÞ
For 45 → s configuration,

deff ¼ 2dxxz sin ϑ1 cos ϑ1 cos ϑ2

þ sin ϑ2ðdzxx cos2 ϑ1þ dzzz sin2 ϑ1Þ ð1cÞ

for p → p configuration,where θ1 and θ2 are the angles of
refraction inside the poled film for the fundamental and SH
beam with refractive indices nω and n2ω (sin θm = sin θ/nmω,
m = 1,2), respectively.
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