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Abstract: A novel 5-(5-Bromo-2-hydroxybenzylidene)-6-oxo-3-phenyl-5,6-dihydro-1,2,4-triazine-
2(1H)-carbothioamide (4) “compound 4” was synthesized. The chemical structure of compound 4
was confirmed with spectroscopic techniques. Thermal analysis (TGA/dTGA) studies were con-
ducted for identifying the kinetic thermodynamic parameters and the thermal stability of the syn-
thesized compound 4. Cyclic voltammetric studies were performed for recognizing electrochemical
characteristics of the synthesized compound 4. The calculated highest occupied molecular orbital
(HOMO), lowest unoccupied molecular orbital (LUMO), and the band gap were found to be −3.61,
−5.32, and 1.97 eV, respectively. Using a diffused reflectance spectroscopy (DRS) technique, the
estimated values of the optical band transitions of compound 4 in powder form were found to be 2.07
and 2.67 eV. The structural properties of thermally evaporated compound 4 thin films were analyzed
using field emission scanning electron microscopy (FESEM), X-ray diffraction (XRD), and Fourier
transform infrared (FTIR) spectroscopy. It was found that compound 4 has a triclinic crystal structure.
The optical transitions and the optical dispersion factors of compound 4 thin films were investigated
using a UV-Vis spectroscopy technique. From the UV-Vis spectroscopy technique, Eind

g = 3.6 V was
estimated for both the as-deposited and annealed thin films. For the as-deposited film, there were
two photoluminescence (PL) emission peaks centered at 473 and 490 nm with a shoulder at 422 nm.
For the annealed film at 423 K, there were five PL emission peaks centered at 274, 416, 439, 464, and
707 nm with a shoulder at 548 nm. The dark electrical conduction of compound 4 thin film was
through a thermally activated process with activation energy equaling 0.88 eV.

Keywords: organic thin films; electrochemical properties; structural properties; spectroscopic studies

1. Introduction

Small molecules of organic compounds are rapidly growing topics of electronic engi-
neering and materials science that have led to the growth of light-harvesting and organic
semiconducting materials with an extensive collection of properties and modern appli-
cations. The progress of new small molecules of organic compounds has been of great
importance, owing to their extensive applications in optoelectronics, bio-imaging, and
optical storage. Electronic devices based on organic compounds are at the head of current
scientific research, with the goal of producing more environmentally efficient electronic
devices. Organic materials can attain this, as they characteristically produce materials
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that are less toxic and less solution-processable than their inorganic counterparts [1–14].
Electrochromic organic molecules have distinctive color-altering properties after passing
an electrical current, making them extremely suitable for colored displays and smart win-
dows [15–17]. To efficiently improve the luminescence properties of organic molecules for
a certain optical wavelength region, the length of the conjugation is typically modified.
In addition, the presence of both electron substituents accepting (A) and donating (D) in
a single molecule shows remarkable optical properties owing to intramolecular charge
transfer (ICT). This chemical phenomenon has remarkable applications in optoelectronics
and nonlinear optical devices [18–20].

Organic semiconductors as active materials in thin-film electronic devices, such as
alkenes, heterocycles, dyes, ferrocenes, spiranes, or porphyrins, with special geometries
and some electronic molecular parameters that possess nonlinear optical (NLO) properties
present several main advantages over their inorganic counterparts.

The recent literature has highlighted the growing interest in organic materials in recent
decades as an alternative to inorganic analogs, and they have many advantages, such as
low cost, low toxicity, ease of solution-handling, flexibility in device fabrication [21], and
modifications of optical, electronic, and chemical properties through adapting molecular
structure. Organic field-effect transistors (OFETs), organic solar cells (OSCs), and organic
light-emitting diodes (OLEDs) are some of the applications of organic materials [22].

The deposition of organic materials in thin films, which is essential for designing
new and successful devices, requires careful monitoring of their chemical, structural, and
morphological properties [23]. The deposition of organic materials on thin films must meet
market requirements: (1) good uniformity of simple or multilayer structures of organic,
polymeric, or composite materials (in the electronics industry); (2) thickness control and
coating uniformity; and (3) matching coatings required to modify the internal surfaces
of porous materials (membranes, foams, or textiles) or irregular surface geometries (for
medical and optoelectronic devices) [24].

Several articles have reported the synthesis of novel organic molecules or polymers
with highly reactive chromophores and ultra-optical activity as a response to the demand
for materials with NLO properties that can be used in various fields, such as modern
applications, improving human life, and environmental remediation [21–41].

Novel organic conjugated compounds with remarkable electronic and optical charac-
teristics have been investigated extensively in biological fluorescent probes, OFETs, OLEDs,
and OSCs [21–24]. Heterocyclic compounds containing nitrogen atoms have exhibited
electroluminescence and photoluminescence characteristics. Fused 1,2,4-triazine aromatic
rings have been used as raw organic material for optoelectronic devices. Triazines are
good electron-acceptor organic compounds that have been used as electron transport layers
in OLEDs [25–27]. The modification of triazine rings by various substituents at different
positions is promising for the development of new organic devices [42,43].

We investigate the physicochemical characteristics of small molecules of organic
compounds in a solid state, where we essentially focus on thin films with regard to their
applications in novel optoelectronic devices. This report focuses on the synthesis of a
novel 5-(5-Bromo-2-hydroxybenzylidene)-6-oxo-3-phenyl-5,6-dihydro-1,2,4-triazine-2(1H)-
carbothioamide (4) compound. In addition, the structural, electrochemical, spectroscopic,
and physicochemical studies on this novel organic material in powder and thin-film forms
are investigated.

2. Methods and Materials
Preparation of “5-(5-Bromo-2-hydroxybenzylidene)-6-oxo-3-phenyl-5,6-dihydro-1,2,4-triazine-
2(1H)-carbothioamide” (4)

The used chemicals and solvents were purchased from Sigma Aldrich Chemical
Company. The chemicals and solvents were AR-grade and were used without further
purification required by standard methods. The synthesized compound (4) was passed
through the sequence steps mentioned in Scheme 1: firstly, 5-bromosalicylaldehyde (Sigma
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Aldrich, 98%, Merck KGaA, Darmstadt, Germany) 1 (2.01 g, 0.01 mol) and hippuric acid
(Sigma Aldrich, 98%) 2 (1.79 g, 0.01 mol) were fused for about 1 hr in the presence of a
few drops of piperidine (Sigma Aldrich, 99%) as a catalytic. The yellow solid product
associated with the first step was recrystallized in ethanol to yield compound 3. An amount
of 3.44 g of compound 3 (0.01 mol) was dissolved in 20 mL glacial acetic acid (Sigma
Aldrich), thiosemicarbazide (Sigma Aldrich, 99%) (0.91 gm, 0.01 mol) was added, and
the total mixture was refluxed for 4 hrs (the progress of the reaction was monitored by
TLC). The excess solvent was evaporated under a vacuum for collection, and then the
solid product was crystallized in situ with ethanol (Sigma Aldrich) to yield orange crystals.
Compound 4 was synthesized in good yield (78 %) with an m.p. of 243–245 ◦C. It is soluble
in ethanol, methanol, and common organic solvents, such as DMSO and DMF, but insoluble
in chloroform, dichloromethane, carbon tetrachloride, and diethyl ether. The Anal. Calcd
for C17H13BrN4O2S (417.28) included: Calcd—C, 48.93; H, 3.14; Br, 19.15; N, 13.43; S, 7.68;
Found—C, 48.65; H, 3.08; Br, 19.09; N, 13.31; S, 7.64.
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Scheme 1. Preparation of “5-(5-Bromo-2-hydroxybenzylidene)-6-oxo-3-phenyl-5,6-dihydro-1,2,4-
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Scheme 1. Preparation of “5-(5-Bromo-2-hydroxybenzylidene)-6-oxo-3-phenyl-5,6-dihydro-1,2,4-
triazine-2(1H)-carbothioamide” (4).

The 1H-NMR spectra were recorded on a JEOL 500 MHz spectrometer. The Fourier
transform infrared spectroscopy (FT-IR) spectra were recorded using an ATR-FTIR spec-
trometer (Bruker, Pragsdorf, Germany) with a wavelength range from 400 to 4000 cm−1.
The scanning range was set from 4000 to 400 cm−1 with a scanning resolution of 4 cm−1

and 64 scans per sample using OPUS 6.0 suite (Bruker) software.
TGA and dTG thermograms were obtained in the temperature range of 20–800 ◦C

with a heating rate of 10 ◦C min−1 in a nitrogen atmosphere using a Shimadzu (TGA-50H)
thermal analyzer.

An Autolab potentiostat PGSTAT 302 (Eco Chemie, Utrecht, The Netherlands) with
general-purpose electrochemical systems data processing software was used to investigate
the electrochemical impedance spectroscopy (EIS) and cyclic voltammetry (CV) characteris-
tics. Ag/AgCl was used as a reference electrode, and a carbon paste electrode was used as
a working electrode, while a platinum wire was used as a counter electrode. The pH values
were modified using a solution of 1 M NaOH. A Metrohm pH meter with a combined glass
electrode was used to calculate the pH values. A USB4000-XR1-ES Ocean spectrometer
(Ocean Insight, Orlando, FL, USA) was used to study the optical diffuse reflectance of
compound 4 in powder form. A Leybold Univex 300 thermal vacuum-coating apparatus
(Leybold GmbH, Köln, Germany) was used to obtain thin films of compound 4. A vacuum
of ≈ 7 × 10−5 mbar was maintained through the thermal deposition process. At nearly
300 K, 300 nm of compound 4 was deposited onto glass substrates at a rate of 0.1 nm/sec.
XRD patterns were measured for compound 4 using an X-ray diffractometer (Bruker, Biller-
ica, MA, USA) with Cu Kα. Field emission scanning electron microscope images (Hillsboro,
OR, USA) were obtained with an SEM Quanta 250 FEG attached to an energy-dispersive
X-ray unit. A spectrofluorometer (JASCO FP-8200, Jasco International Co. Ltd., Tokyo,
Japan) was used to obtain room-temperature PL emission spectra of the compound 4 thin
films. The optical reflection and transmission spectra of the compound 4 thin films were
obtained using a UV-Vis double-beam UVD-3500 spectrophotometer (LABOMED INC,
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Los Angeles, CA, USA) in the wavelength range of 190–900 nm at room temperature. A
two-probe technique was used to measure dark DC electrical conductivity using a Keithley
6517 A high internal impedance electrometer (Keithley Instruments, Cleveland, OH, USA).

3. Results and Discussion

3.1. H-NMR and 13C-NMR Spectral Studies

Figure 1 refers to the suggested structure of compound 4 with atom numbering.
Figures 2 and 3 display the 1H- and 13C-NMR spectra of compound 4. The 1H- and
13C-NMR spectral assignments of compound 4 were as follows:
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Figure 1. Numerical structure of compound 4. Figure 1. Numerical structure of compound 4.
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Figure 3. 13C-NMR of compound 4.

1H-NMR (DMSO-d6, 500 Mz): δ = 7.18 (s, 1H, CH=); 7.22 (s, 2H, NH2); 7.39 (d, 1H,
J = 8.5 Hz, C6H); 7.52 (d, 1H, J = 7.5 Hz, C5H); 7.55 (t, 2H, J = 10.0 Hz, C1‘,6‘H); 7.60 (t, 1H,
J = 13.5 Hz, C4‘H); 7.88 (s, 1H, C3H); 7.89 (m, 2H, C3‘,5‘H); 8.68 (s, 1H, OH); and 10.02 (s,1H,
NH). 13C-NMR (DMSO- d6, 125Mz): δ = 117.5 C4; 123.3 C6; 127.0 C2; 128.2 C3; 128.4 C2‘,6‘;
128.7 C3‘,5‘; 129.0 C4‘; 132.7 HC = C; 135.0 C5; 135.4 C1‘; 139.2 HC = C; 142.5 C1; 160.5 C3
triazine; 167.2 (C=O); and 181.2 (C=S).

3.2. Thermal Analysis Study

Figure 4 refers to the thermogravimetric curves and their differential for the synthe-
sized compound 4. In the temperature range of 473–573 K (dTG curve), the total weight
loss was found to be 65%, leaving more than 35% residue. The thermal decomposition
of compound 4 had only one step. This means that compound 4 was thermally stable
up to 473 K, and then it started to decompose until it reached 1073 K. The endothermic
decomposition stage was assigned to the loss of most organic moieties with the remaining
black un-oxidizing carbon atoms as a residual product.
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3.3. Kinetic Thermodynamic Parameter Calculations

A Coats–Redfern equation [44] was used to calculate the activation energy (Ea) of the
decomposition step. The following equation was used for reaction order ń 6=1:

log

[
1− (1− ά)n−1

T2(1− ń)

]
= log

ZŔ
qEa

[
1−

´2RT
Ea

]
− Ea

2.303ŔT
f or ń 6= 1 (1)

log
[
− log(1− ά)

T2

]
= log

ZŔ
qEa

[
1−

´2RT
Ea

]
− Ea

2.303ŔT
f or ń = 1 (2)

where ά is the fraction of weight loss, T is the temperature (K), ń is the order of the reaction,
Z is the pre-exponential factor, Ŕ is the molar gas constant, Ea is the activation energy, and
q is the heating rate. The activation energies (Ea) were calculated from the slopes of the
best-fit straight lines (r ≈ 1) obtained from the plots of the Coats–Redfern equation [44].

The kinetic thermodynamic parameters of entropy change (∆S∗), enthalpy change (∆H∗),
and free energy of activation change (∆G∗) were determined using the following equations:

∆S∗ = Ŕ ln
(

Zh
kBTs

)
(3)

∆H∗ = Ea − Ŕ T (4)

∆G∗ = ∆H∗ − T ∆S∗ (5)

where Z, kB, and h are the pre-exponential factor, Boltzmann constant, and Plank constant,
respectively [45]. Ts is the peak temperature of the derivative thermogravimetry (dTG). The
kinetic thermodynamic parameters Ea, ∆H∗, ∆S∗, and ∆G∗ were evaluated using the Coats–
Redfern equation and are listed in Table 1. The activation entropy ∆S∗ indicated that the
activated compound has a more ordered structure than the reactants. The value of ∆G∗ was
positive, and ∆S∗ was negative; these were considered unfavorable or non-spontaneous
(thermally stable) reactions.
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Table 1. Kinetic parameters of Coats–Redfern (CR) equation for compound 4.

r ´
n

Z
s−1

Tmax
K

Ea
KJ/mol−1

∆S∗

J.k−1·mol−1
∆H∗

KJ/mol−1
∆G∗

KJ/mol−1

0.9998 0.8 3.65 × 106 527 132 −125 128 191

r is the correlation coefficient of the linear plot.

3.4. Cyclic Voltammetric Studies

The electrochemical behavior for compound 4 was investigated using cyclic voltam-
metry (CV) in dichloromethane in the presence of 0.1 M tetrabutylammonium perchlorate
(TBAP) using Pt wire as a working electrode and a 50 mV/s scan rate. Figure 5a shows
the cyclic voltammogram for the Pt electrode in the absence of compound 4: no reduc-
tion or oxidation peaks appeared. Figure 5b shows the obtained voltammograms in the
presence of compound 4: two quasireversible redox systems were obtained. For the first
redox system, the oxidation peak (Epa1) appeared at −0.52 V, while the cathodic peak (Epc1)
appeared at −0.93 V. The separation of the anodic and cathodic peak potentials (∆E), which
demonstrates the reversibility behavior of the reaction, was found at 0.41 V. The formal
potential E1/2, taken as the average of Epc1 and Epa1, was −0.725 V. In the second redox
system, the oxidation peak (Epa2) appeared at + 0.123 V, while the cathodic peak (Epc2)
appeared at +0.643 V. The separation of the anodic and cathodic peak potentials (∆E) was
found as 0.59 V. The formal potential E1/2 was taken as the average of Epc1 and Epa1 to be
+0.935 V.
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Figure 5. Cyclic voltammograms for Pt electrode in (a) the absence of compound 4 and (b) the
presence of compound 4 in dichloromethane with 0.1 M TBAP using a 50 mV/s scan rate.

From the cyclic voltammetry technique, the band gap (Eg), which was calculated using
the difference between the electrochemical HOMO and LUMO obtained, was calculated
using the following equations [45–47]:

EHOMO = −(Eonset (oxidation) + 4.4) eV (6)

ELUMO = −(Eonset (reduction + 4.4) eV (7)

The onsets of the oxidation E(onset oxidation) and reduction E(onset reduction) peaks were
−0.79 V and +1.18 V, respectively. The calculated HOMO, LUMO, and the band gap
(Eelectrochemical

g ) were found to be 3.61 eV, −5.32 eV, and 1.97 eV respectively. Altalhi et al. [48]
estimated the Eelectrochemical

g of 4-amino-3-mercapto-6-(2-(2-thienyl)vinyl)-1,2,4-triazin-5(4H)-
one donor to be 2.06 eV.
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The effect of repetitive cycles on the peak currents of compound 4 using cyclic voltam-
metry was examined by following the scan for cycles, as represented in Figure 6. By
repeating the cyclic voltammograms, no matched effect was observed. This indicates that
there was no absorption from compound 4 of the electrode surface, and the electrode was
relatively stable in dichloromethane solution.
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Figure 6. The effect of repetitive cycles on the peak currents of compound 4.
The effect of the scan rate was examined using a wide scan range, from 10 to 200 mV/s,

as shown in Figure 7a. As shown in Figure 7b, by increasing the scan rate values, the
oxidation and reduction peak currents increased. This behavior was expected for a diffusion-
controlled electron transfer process.
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3.5. Infrared Spectral Study

The infrared spectra of compound 4 in both powder and thin-film forms are displayed
in Figure 8. The synthesized compound 4 molecules had several distinguished vibrational
modes on the infrared spectrum. These bands were summarized as: (i) O–H vibrations,
where the O–H phenolic group had two characteristic bands at 3414, 1452, and 1358 cm−1

due to stretching vibration motion, in-plane, and out-of-plane bending vibrations, and the
out-of-plane deformation band was observed at 689 cm−1; (ii) N–H vibrations, where the
two bands observed at 3307 and 3199 cm−1 were assigned to asymmetric and symmetric
motions of the N–H band; (iii) C=O vibrations, where the ν(C=O) of the cyclic ester group
appeared as a very strong band at 1736 cm−1, while the ν(C=N) of the 1,2,4-triazine moiety
appeared as a medium-strong band at 1608 cm−1; (iv) C=C vibrations, where the presence
at 1494 cm−1 of a medium-strong intensity band was attributed to the C=C stretching
mode, while the bending profile of such NH groups was exhibited at 1533 cm−1, and
the stretching profile of the C=S band appeared at 897 cm−1; (v) C–O vibrations, where
the medium-strong intensity band observed at 1290 cm−1 corresponded to the ν(C–O)
vibrations; and (vi) C–C and C–N vibrations, where the medium intensity bands observed
at 1217, 1173, 1106, and 1027 cm−1 corresponded to ν(C–C) vibrations. The FTIR spectra of
compound 4 in thin-film form showed good chemical and thermal stability up to 473 K.
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423 K for 3 h in air) of compound 4.

3.6. X-ray Analysis

Figure 9 shows the XRD pattern of compound 4. The Rietveld method and Fullprof
Suite program (2020) were used to find the refinement lattice parameters. The geometri-
cal structure was drawn using VESTA-win 64 software. It was found that compound 4
has a triclinic crystal structure with lattice parameters of a = 4.03416 Å, b = 13.73010 Å,
c = 16.00670 Å, α = 113.4230◦, β= 94.4060◦, and γ= 93.0050◦ with space group (P-1) and
a unit-cell volume of 807.795512 Å3. An amorphous nature was observed for both as-
deposited and annealed thin films.
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refined diffraction pattern (Ycalc) using the Rietveld method.

3.7. FESEM Analysis

The surface morphologies of the as-deposited and annealed compound 4 thin films
are shown in Figure 10a,b. All the thin films were characterized by homogeneous and
uniform surface morphology. It can be observed from Figure 10a,b that the average value
of the particle size for the as-deposited film increased with increasing temperature, which
was due to the improvement in the crystallinity of the annealed film at 423 K for 3 h.
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cation is 100,000×, and the bar scale is 100 nm. The focal length of the objective lens is WD = 4.5 nm.

3.8. UV-Vis-NIR Spectroscopic Studies

The inset in Figure 11 shows the diffuse reflectance spectra (Rd) of compound 4 in
powder form. The diffuse reflectance spectra of inhomogeneous media can be discussed
according to the Kubelka–Munk (K–M) function [48–50]:

F(Rd ) ∝ α(hν) ∝

(
hν− Eg

)2

hϑ
(8)
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where F(Rd ) is the Kubelka–Munk function, and α is the absorption coefficient of the
organic powder. Figure 11 shows (F(Rd)hν)1/2 versus ( hν) for compound 4. The estimated
values of the optical band transitions were found to be 2.07 eV and 2.67 eV. Altalhi et al. [48]
estimated the optical band transitions of 4-amino-3-mercapto-6-(2-(2-thienyl)vinyl)-1,2,4-
triazin-5(4H)-one donor as 2.72 eV.
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Figure 11. The relation between [F(Rd )hν]1/2 versus (hν) of powder-form compound 4. The inset
figure shows DRS spectra.

Figure 12 shows the T and R spectra of compound 4. It was observed that the values
of the sharp band edge of transmittance for all the films were similar and not affected by
the annealing temperatures. It is clear that all the thin films were transparent over the
Vis-NIR spectral region. Also, the reflectance spectra slightly increased due to annealing in
the transparent region.
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Figure 12. Optical transmittance (T) and reflectance (R) of compound 4 thin films.
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The absorption coefficient spectra (α) of the compound 4 thin films are shown in
Figure 13. It was realized that the absorption peak centered at 3.22 shifted to 2.52 eV due to
annealing at 423 K. The annealing temperature slightly affected the sharp absorption edge
of compound 4.
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The optical band transitions of compound 4 thin films were estimated by using the
relation for indirect optical transitions [48,51]:

(αhν)
1
2 = G

(
hυ− Eind

g ± Ephonon

)
(9)

where G is the probability parameter for the transition. Figure 14 shows the indirect optical

band gap determined by plotting (αhν)
1
2 versus (hν) for compound 4 thin films. The value

of the indirect optical transitions obtained from the graph was Eind
g = 3.6 V for both the

as-deposited and annealed thin films.
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At an excitation wavelength of 250 nm, normalized PL spectra for compound 4 thin
films are shown in Figure 15a,b. For the as-deposited film, there were two PL emission
peaks centered at 473 and 490 nm with a shoulder at 422 nm. For the annealed film, there



Coatings 2022, 12, 714 13 of 19

were five PL emission peaks centered at 274, 416, 439, 464, and 707 nm with a shoulder
at 548 nm. The interband transitions of π*–π or π*–n from the LUMO to the HOMO are
commonly used to understand the observed PL emissions peaks [52].
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Figure 15. Normalized PL spectra of (a) as-deposited and (b) annealed compound 4 thin films.

Figure 16 shows the spectral dependence of the real part of the refractive index (n)
of compound 4 thin films. It was observed that the values of n in the transparent region
decreased gradually and steadily in the wavelength range of 550–900 nm. In addition, at
λ = 900 nm, it was observed that the refractive index were slightly increased by annealing,
from 1.91 at room temperature to 2.15 after annealing at 423 K for 3 h. The peak centered
at 406 nm shifted to 512 nm after annealing at 423 K for 3 h. The increase in the refractive
index (n) can be attributed to an improvement in the crystallinity of the films, as confirmed
by FESEM.
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The optical dispersion parameters of the organic material were real candidates for
optoelectronic devices. To obtain the dispersion energy (Ed), the single oscillator energy
(Eo) and the infinite frequency dielectric constant (ε∞), the real part of the refractive index
in the transparent region (normal dispersion behavior), were analyzed using a single
oscillator model [53–55]:

1
n2 − 1

=
E0

Ed
− 1

EoEd
(hν)2 (10)

A plot of (n2−1)−1 versus (hν)2 for compound 4 thin films is shown in Figure 17.
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Figure 17. Plot of (n2−1)−1 films versus (hν)2 for compound 4 thin films.

In addition, the link between the lattice dielectric constant εL
(
= n2) and λ2 at longer

wavelengths was expressed according to the following relation [56–58]:

ε1 = n2 = εL −
e2N

4π2εom∗c2 λ2, (11)

where εo is the permittivity of free space, e is the electronic charge, c is the velocity of light,
and N/m∗ is the ratio of free charge carrier concentration to the effective mass.
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Figure 18 shows the plot between n2 and λ2 of compound 4 thin films. εL and N/m∗

were calculated from analysis of the linear part at longer wavelengths. The changes in the
estimated values of the optical dispersion parameters with annealing were attributed to
improvement in crystallinity of the compound 4 thin film. The optical dispersion parameter
values are tabulated in Table 2.
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Table 2. Optical dispersion parameters of compound 4 thin films.

Compound 4 Thin Films Eo (eV) Ed (eV) ε∞ εL

N
m∗
(
1045)(

g−1cm−3)
As-deposited 6.11 16.25 3.66 4.27 91

Annealed at 373 K 5.95 16.28 3.73 4.29 70
Annealed at 423 K 5.27 20.43 4.51 4.53 114.3

Ref [48] for as-deposited film 5.8 12.3 3.12 3.15 1.56
Ref [48] for annealed film at 373 K 5.85 11.89 3.00 3.04 3.73

The dark DC electrical conductivity, σdc against 1000/T (during heating and cool-
ing treatments), for the as-deposited compound 4 thin film in the temperature range of
298–380 K is displayed in Figure 19. The cooling run showed lower conductivity than the
heating run due to the removal of the absorbed and adsorbed gases on the surface of the
organic thin film [59,60]. In addition, the figure shows that the electrical conduction was
through a thermally activated process. The activation energy (∆E) was estimated via a
usual Arrhenius relation [61]:

σdc = σ0 exp
(
− ∆E

kBT

)
(12)

where kB is the Boltzmann constant, and At T→ 0 σ0 = σdc and ∆E are the thermal activa-
tion energies of the free charge carriers through the compound 4 thin film. The calculated
value of ∆E was found to be 0.82 eV for both the heating and cooling treatments.
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4. Conclusions

The chemical structure of synthesized 5-(5-Bromo-2-hydroxybenzylidene)-6-oxo-3-
phenyl-5,6-dihydro-1,2,4-triazine-2(1H)-carbothioamide (4) was confirmed by spectroscopic
techniques (FTIR, 1H-NMR, and 13C-NMR). The kinetic parameters of compound 4 such
as ∆S*, ∆H*, and ∆G* were estimated using the Coats–Redfern equation. The onsets of
oxidation E(onset oxidation) and reduction E(onset reduction) peaks were −0.76 V and +0.92 V,
respectively. The calculated HOMO, LUMO, and the band gap (Eelectrochemical

g ) were
−3.64 eV, −5.32 eV, and 1.68 eV, respectively. The FTIR spectra of compound 4 in thin-film
form showed good chemical and thermal stability up to 473 K. XRD analysis of compound
4 in powder form was investigated using the Fullprof Suite program. The structural
parameter results indicated that compound 4 has a triclinic crystal structure with lattice
parameters of a = 4.03416 Å, b = 13.73010 Å, c = 16.00670 Å, α = 113.4230◦, β = 94.4060◦, and
γ = 93.0050◦ with space group (P -1) and a unit-cell volume of 807.795512 Å3. In addition, it
was found that the as-deposited and annealed films were characterized by an amorphous
nature. The FESEM results showed that the average values of particle size increased with
increasing temperature, correlating well with the improvement in the crystallinity of the
annealed film. The estimated values of the allowed indirect optical band transitions were
found to be 2.07 eV and 2.67 eV from optically diffused reflectance of compound 4 in
powder form. The value of the optical transition was found to be Eind

g = 3.6 V. The values
of sharp band edge transmittance of all the films were similar and not affected by the
annealing temperatures. The as-deposited film showed two PL emission peaks centered
at wavelengths of 473 nm and 490 nm with a shoulder at 422 nm, whereas the annealed
film showed five PL emission peaks centered at wavelengths 274 nm, 416 nm, 439 nm,
464 nm, and 707 nm with a shoulder at 548 nm. The increase in the refractive index with
increasing temperatures was attributed to improvement in the crystallinity of the films. The
calculated value of ∆E for the DC electrical conductivity was found to be 0.82 eV for both
the heating and cooling treatments. The spectroscopic and physicochemical parameters
of the synthesized compound 4 demonstrated their future appropriate action in advanced
photonic applications. Novel organic molecules with highly reactive chromophores and
ultra-optical activity, as a response to the demand for materials, can be used in various
fields, such as modern applications, improving human life, and environmental remediation.
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