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Abstract: The present investigation demonstrates renewable cardanol-based polyol for the formula-
tion of nanocomposite polyurethane (PU) coatings. The functional and structural features of cardanol
polyol and nanoparticles were studied using FT-IR and 1H NMR spectroscopic techniques. The
magnetic hydroxyapatite nanoparticles (MHAPs) were dispersed 1-5% in PU formulations to develop
nanocomposite anticorrosive coatings. An increase in the strength of MHAP increased the anticorro-
sive performance as examined by immersion and electrochemical methods. The nanocomposite PU
coatings showed good coating properties, viz., gloss, pencil hardness, flexibility, cross-cut adhesion,
and chemical resistance. Additionally, the coatings were also studied for surface morphology, wetting,
and thermal properties by scanning electron microscope (SEM), contact angle, and thermogravimetric
analysis (TGA), respectively. The hydrophobic nature of PU coatings increased by the addition of
MHAP, and an optimum result (105°) was observed in 3% loading. The developed coatings revealed
its hydrophobic nature with excellent anticorrosive performance.

Keywords: cardanol; hydroxyapatite; nanocomposite; anticorrosive coatings; polyurethane; renew-
able materials

1. Introduction

Corrosion is a process in which metallic objects become damaged, which affects
various sectors of industries such as automobile, construction, aerospace, marines, and
healthcare. Metal corrosion is one of the big problems that result in massive losses to the
economy as well as human health [1-3]. In the case of biomaterials, corrosion prevention is
crucial particularly to overcome inflammation and allergic reactions caused by biomaterials
as these materials are constantly challenged by biological fluids [4]. Anticorrosive paints
and coatings based on synthetic polymeric resins are used to minimize such types of losses
and to improve the life span of metallic items [5-7]. The majority of polymeric resins used
in the present paints and coatings are of petroleum origin. The depletion of petroleum
sources and fluctuations in their prices made it necessary to find out some new alternatives
such as renewable, readily available, and ecofriendly polymeric materials [8,9]. Renewable
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materials including carbohydrates, lipids, vegetable oils, cardanol [10], eugenol [11], etc.,
have been explored to use in the preparation of monomers and polymers such as alkyds [5],
polyurethanes [6], polyesters [6], phenol-formaldehyde resins, epoxy [12], benzoxazines,
etc. [13]. The resultant renewable source-based polymers have found applications in the
different fields such as coatings, composites, microencapsulation, reactive diluents, foams,
and so on. Among all renewable materials, cardanol has fascinated the researchers due to
its unique chemical structure and possible chemical modifications through the availability
of reactive sites such as phenolic hydroxyl group, aromatic ring, and long aliphatic carbon
chain with unsaturation [13,14]. Aromatic ring provides chemical and thermal resistances,
while the hydroxyl group provides good adhesion. A long aliphatic carbon chain provides
good flexibility, excellent water resistance, and anti-corrosive properties [5].

Over the past decades, nanocomposite polymer coatings have been used to improve
the corrosion, thermal, and mechanical properties of coating formulations [15,16]. They
are developed from nano-sized fillers and polymeric resins. The polymeric resin helps to
hold the nanofiller in the matrix that works as a reinforcing material or improves physi-
comechanical properties of the composites [17,18]. Various types of nano-size fillers such as
Si0; [19], ZnO [20], TiO; [21,22], Fe;O3 [23], FesOy4 [24], ZrO; [25], AL, O3 [26], V205 [27],
graphene [28], BaZrO; [29], and other materials [30] have been used in coating matrix
for desired applications such as the improvement of adhesion, gloss, corrosion, scratch,
thermal, and scratch/wear resistance. The main purpose of nanoparticle incorporation in
the coating formulation is to enhance physicochemical as well as corrosion resistance. The
use of nanocomposites offer excellent barrier resistance, flame retardancy, and change in
optical and electrical properties [31]. Additionally, the use of corrosion inhibitor is also
possible based on precursors used in the formulation of coatings, thickness, and adhe-
sion towards the metal surface [32]. The protective organic/inorganic hybrid composite
coatings are prepared by the addition of magnetic hydroxyapatite nanoparticle (MHAP)
as a reinforcing agent. The presence of MHAP has enhanced coating properties such as
chemical, wetting, and corrosion resistances. Previous reports are available on the use of
hydroxyapatite (HAP) for bone tissue engineering, controlled drug delivery, and as filler
for composites coatings. Even HAP modified with silver was used in the formulation of
antibacterial composite coatings [33] as bone substitutes [34], drug and protein carriers [35],
dental implants [36], etc. Additionally, magnetically modified HAP was utilized in the
removal of heavy metals such as uranium (VI) [37], lead ion [38], cadmium (II) [39], copper,
nickel [40], and other pollutants for the water [41]. As per the literature, until today, MHAP
has not been used in the designing of anticorrosive coatings for metal protection.

The present study explored the potential of cardanol and its derivative as an envi-
ronmentally friendly alternative for petroleum raw materials for applications in polymer
resin and coating industries. In the present study, cardanol-based Mannich polyol has been
used to synthesize renewable PU. Structural features of the prepared resin were confirmed
by end group analysis as well as by spectroscopic methods. Simultaneously, magnetic
hydroxyapatite nanoparticles were prepared and modified for their magnetic properties to
improve the anti-corrosion properties of PU coatings upon mixing with polyol and further
treatment with hexamethylene diisocyanate. The prepared PU composite coatings were
tested for their physicochemical and anticorrosive properties.

2. Materials and Methods

Cardanol was provided as a gift sample by the Polymer Division of Atul Ltd., India.
Hexamethylene diisocyanate (99%) (HDI), diethanolamine, (98%), and dibutyltin dilaurate
(95%) (DBTDL) were purchased from Sigma-Aldrich, India. Ferrous chloride tetrahydrate,
ferric chloride, potassium hydroxide, calcium nitrate tetrahydrate, diammonium hydrogen
phosphate, and xylene were purchased from Loba Chemie, India. All other chemicals were
used as received without any purification.
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2.1. Synthesis of Cardanol Based Mannich polyol

The synthesis of cardanol Mannich polyol (CMP) was based on our previously reported
method [42]. In the first step, the formation of oxazolidine was performed by reacting
diethanolamine (0.2 M) with formaldehyde (0.2 M) in a three-necked flask equipped with a
magnetic stirrer, condenser, and thermometer. The reaction mixture was heated at 65 °C for
2 h followed by distilling water off reaction to form oxazolidine intermediate. Thereafter,
cardanol (0.066 M) was added dropwise in the reaction mixture for 30 min and the reaction
was maintained to 95 °C for 4 h. The progress of the reaction was checked by conducting
thin layer chromatography (TLC) in an ethyl acetate: hexane (20:80) system. Finally, the
deep reddish-colored liquid of cardanol polyol was formed. The reaction for the synthesis
of CMP is given in Scheme 1.
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Scheme 1. Synthesis of cardanol Mannich polyol.

2.2. Synthesis of Magnetic Hydroxyapatite Nanoparticles

Magnetic hydroxyapatite nanoparticles were synthesized according to the literature
procedure with some modifications [43,44]. In the typical process, ferrous chloride tetrahy-
drate (1.85 mM) and ferric chloride (3.78 mM) were dissolved in 30 mL DI water taken
in a 250 mL round bottom flask under stirring at 500 rpm in the presence of nitrogen
atmosphere. After 1 h, the completely clear orange color solution was formed. Then,
10 mL 30% ammonia solution was added dropwise into the reaction mixture and kept at
70 °C temperature for 1 h to form black color iron oxide nanoparticles. Entire synthesized
iron oxide nanoparticles were well dispersed in a solution of calcium nitrate tetrahydrate
(33.7 mM) and diammonium hydrogen phosphate (20 mM) prepared in a 250 mL beaker
containing 50 mL DI water. Afterward, the pH of the solution was adjusted to 11 using
ammonia solution. This mixture was stirred for 3 h at 90 °C temperature under a nitrogen
atmosphere. Milky white particles formed were centrifuged and washed with water and
ethanol to remove impurities. The resulting particles were magnetically separated from
the medium using a local magnet and dried in an oven at 70 °C. Then, the particles were
ground in a mortar pestle and filtered using 150 mesh size sieved for their uniform size
and utilized for further applications.

2.3. Formulation of Polyurethane Nanocomposite Coatings

Mild steel (MS) panels were used as the substrate for the application of polyurethane
(PU) nanocomposites coatings. The elemental composition of mild steel used is provided
in Table 1.
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Table 1. The elemental composition of mild steel substrate used for exploring the functionality of

the coating.

Element Composition

Amount in Steel (%)

Carbon 0.16
Aluminum 0.07
Silicon 0.168
Manganese 0.18
Phosphorous 0.025
Copper 0.09
Iron Balance

The MS substrate was pre-treated with sandpaper, degreased with acetone, and dried
in an oven for 20 min. The required quantities of MHAP of 0, 1, 2, 3, 4, and 5 wt. %
and CMP were dispersed into the xylene with stirring. Then, the calculated amounts of
hexamethylene diisocyanate (HDI) in the ratio of NCO:OH 1.2:1 and DBTDL as a catalyst
were added into the above mixture. After achieving desired viscosity to the resultant
formulation, it was applied by brush on pre-treated mild steel (MS) panels of 2.14-inch
dimension. The prepared coating panels were allowed to cure at room temperature for
48 h, and the cured coating film'’s thickness was 90 £ 2 pm. The prepared samples were
coded as CMPU, CMPU-1, CMPU-2 CMPU-3, CMPU-4, and CMPU-5 based on the amount
of MHAP. The schematic of PUs preparation reaction is represented in Scheme 2.
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Scheme 2. Synthesis of polyurethane from renewable-based cardanol Mannich polyol.

3. Characterization of Materials
3.1. End Group Analysis

Hydroxyl functionality is

the most important parameter in the development of

polyurethane. They are deciding the actual quantity of diisocyanates for solid film devel-
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opment in the final crosslinked structure of PUs. It was determined experimentally by
following ASTM D 6342-12 methods.

3.2. Structural Analysis

Transformation of the functional group of cardanol to cardanol Mannich polyol and
structural confirmation were determined by recording FT-IR spectra on a Perkin Elmer-
1750 in the range between 4000 and 400 cm~! and 'H NMR spectroscopic techniques were
applied on a Bruker Avance-400 MHz spectrometer in deuterated CDCl; as a solvent and
TMS as an internal standard.

3.3. Testing Properties of Coatings
3.3.1. Gloss Test

The lustrous property of PU coatings was investigated using a digital gloss meter
(Model BYK Additives and Instruments, Wesel, Germany) at an angle of 60°. For testing,
10 different positions on the surface of coated MS panels were considered and their average
value was recorded as a final gloss of PU coatings.

3.3.2. Adhesion Test

The adhesion of developed coatings to the mild steel surface was checked using a
cross-cut adhesion tester (model No. 107, Elcometer UK) as per the following method:
ASTM D-3359-02. The tester toolbox contained a die of parallel sets of 10 blades, adhesive
tape (Scotch brand 810 magic tape), brush, and lens. Initially, the coated surface was rapidly
scratched two times at 90° to each other with the help of a blade and smoothly cleaned
using a brush. Then, the adhesive tape was pressed on the scratched surface and pulled
within 60 S at a 180° angle. Finally, the visual confirmation of the percentage of squares
adhered on the surface of adhesive tape from crosscut MS panel with respect to the total
initial number of squares was considered for calculating the adhesion of the coatings with
the metal substrate.

3.3.3. Pencil Hardness

The hardness of PU-coated samples was determined using a pencil hardness tester
(Model BYK Additives and Instruments, Wesel, Germany) as per the ASTM D-3363 stan-
dards. The test was carried out by pushing pencils on the coated samples at an angle of 45°
and repeated at a fresh place every time until the pencils formed scratches on the surface
of coatings.

3.3.4. Flexibility

The flexibility of the prepared coating samples was tested by a Conical Mandrel
Instrument (Raj Scientific Co., Mumbeai, India) in the range of 45—180° angles.

3.3.5. Contact Angle

The surface hydrophobicity of PU coating samples was determined using a Contact
Angle Tensiometer, Model 200 standard Goniometer (p/n 200-F4) of Rame-hart Instrument
Co., Succasunna, NJ, USA. The test samples were fitted on the stage of the equipment and
a liquid drop of deionized water with constant volume (approximately 3-5 pdm?) was
dropped on the surface of the PU-coated sample using a microsyringe (Thermo Scientific
Gilmont Micrometer Syringe Model-GS-1200). All measurements were taken at room
temperature and an average of 10 times was considered for reporting.

3.3.6. Corrosion Performance

The corrosion performance of developed PU coatings was examined by immersion
and electrochemical testing.

An immersion study was used to examine the corrosion performance by dipping
uncoated and PU-coated MS samples in 3.5% NaCl aqueous solution for 7 days [45].
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After testing, the coated samples were compared with the control for a change in gloss,
deterioration, cracking, and partial or complete removal of the film from the surface. The
result was in the form of captured images of both before and after testing of all samples.

The corrosion performance of prepared PU coatings was also checked by electrochemi-
cal testing. The analysis was performed by an Auto lab PGSTAT30 potentiostat instrument,
and all analyses were carried out at room temperature in an aqueous 3.5 wt. % NaCl
solution. The analysis comprises three electrodes: platinum wire as a working, calomel and
coated MS strips as counter and working electrodes. The area of the coated panels exposed
to the test solution was 1 x 0.5 cm? in all cases and the range of testing current potential
was kept between —1 and +1 V at a scan rate of 0.01 V/s.

3.3.7. Chemical Resistance

The chemical resistance was checked by dipping coatings into aqueous acid and
alkali solutions, water, and xylene as an organic solvent for 7 days [45,46]. The chemical
resistance of PU coatings was also checked by the methyl ethyl ketone rub test as per ASTM
D-5402. The test was carried out by rubbing the methyl ethyl ketone wet cotton cloth on
the surface of coated samples. The maximum number of double rubs at which the coatings
were removed from the surface or when 200 rubs were passed was considered as the final
result’s value.

3.3.8. Thermal Property

The thermal property of prepared PU films was studied in the range of 40 to 750 °C
using a thermogravimetric analyzer (TGA), Perkin Elmer TGA-4000 (Waltham, MA, USA).
All PU films were measured at a heating rate of 10 °C per min under an inert nitrogen
atmosphere at a flow rate of 20 mL/min.

3.3.9. Surface Morphology

The surface morphology of the prepared PU films was observed under a scanning
electron microscope (SEM) (FESEM, 5-4800, Hitachi High Technologies Corporation, Tokyo,
Japan). The accelerating voltage was in the range of 0.5 to 30 kV and with an emission
current at about 10 pA.

4. Results and Discussion

Magnetic nanocomposite materials serve multifunctional purposes in the field of
catalysis, colloidal photonic crystals, imaging, nanofluids, data storage, defect sensor,
optical filters, environmental remediation, and, in particular, in the biomedical industry
because of their unique mechanical, thermal, physical, and chemical properties [47]. The
research in the field of hydroxyapatite nanocomposites is still in its infancy and requires
controlling fabrication processes for advanced applications.

4.1. Formation of Cardanol Based polyol

Renewable cardanol-based polyol was synthesized by the Mannich condensation of
cardanol, diethanolamine, and formaldehyde. The overall process for the synthesis of CMP
was considered ecofriendly due to its solvent-less nature. The hydroxyl value of polyol was
187 mg of KOH/g. Initially, diethanolamine and formaldehyde were condensed together to
form the oxazolidine intermediate [48]. Oxazolidine is present in the equilibrium with cyclic
and open-chain forms. The open-chain form is an iminium cation, which is the well-known
intermediate of Mannich reactions [49-51]. In the presence of a base (i.e., oxazolidine and
tertiary amine), cardanol dissociates in the cardonalate anion with the negative charge
circulated at equilibrium in resonance hybrids at oxygen and ortho- and para-positions of
the aromatic ring. Finally, it results in a substituted product at ortho- and para-positions
of the phenolic hydroxyl group of cardanol. The mechanism for the synthesis of CMP is
presented in Figure 1.



Materials 2022, 15, 2308

7 of 17

(o] H
Pl N
H-C-H + HON"Vgy —>
Q’N\/\OH

N-(-2-hydroxyethyl)-1,3-oxazolidine
B
CH
S & o

open chain form of oxazolidine (iminium cation)

©
™ CH, 0 CH
1 =) 2
+ HONE —— t  HO™ G~ oH
R

R

o@ o o o
S O -,
R R o R R

OH
(0/_\7 HOH OH NH
/\AS (-\H N “—
H,C= N@ - - Moy OH
R R

Figure 1. Mechanism for the formation of cardanol Mannich polyol.

Structural confirmation of the cardanol-based polyol was performed by FT-IR and
'H NMR spectroscopies. The FT-IR spectrum of CMP is represented in Figure 2 and the

corresponding functional groups are tabulated in Table 2.
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Figure 2. FT-IR spectra of cardanol and cardanol Mannich polyol.
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Table 2. Peaks observed in FT-IR spectra of cardanol and cardanol Mannich polyol and magnetic
hydroxyapatite nanoparticles and the corresponding functional groups.

Wavenumber (cm—1) Vibration Type

Cardanol and cardanol Mannich polyol

3371 -OH bending vibration
28542924 vibration of symmetric and asymmetric -CH; group
3009 -C-H stretching vibration
1651 C=C-bond

1041 -C-N- stretching
Magnetic hydroxyapatite nanoparticles

3570 -OH bending vibration
1458, and 871 -C=0 stretching vibration
1035 and 630 phosphate group

1619 and 570

Fe-O bond stretching

The stretching vibration at 3371 cm~! was related to the -OH group present in cardanol

and CMP. Absorption bands associated with the vibration of symmetric and asymmetric
-CH, group were observed in between 2854 and 2924 cm !, while aromatic -C-H stretching
vibration was observed at 3009 cm~!. The band at 1651 cm ! is due to the presence of
-C=C- bond present in CMP and cardanol. The new broad peak observed in the FT-IR
spectra of CMP at 1041 cm ! for -C-N- stretching confirmed that the reaction of oxazolidine
with cardanol formed cardanol Mannich polyol.

Additionally, the structural confirmations of cardanol and CMP were carried by 'H
NMR, and their spectra are shown in Figure 3. In the spectrum of cardanol, the chemical
shift of terminal methylene proton appeared at 0.9 ppm and all -CH,- linkages were
observed at 1.25-1.5 ppm. The peaks found between 5.03 and 5.46 ppm were related to
the protons of -C=C-, while the peaks at 2.03 and 2.55 ppm corresponded to the -CHj-
protons adjacent to the unsaturation and aromatic ring, respectively. The peak at 4.6
and 6.68-7.17 ppm were related to phenolic protons and aromatic benzene rings. In the
spectrum of CMP, the new chemical shift was observed at 2.35 and 3.7 ppm, which were
corresponded to the hydroxy and methylene protons present in between the nitrogen atom
and phenolic aromatic ring, respectively [49]. The appearance of these protons in the CMP
spectrum evidenced the occurence of the reaction between oxazolidine with cardanol.

- Cardanol
Cardanol Mannich polyol

Normalized

| YRTYFTRTY U RN PUYTY PR FEYYN FERTA YT RYTT RYYT] FRTYR FYRTN ARV IYAT IYPT PYYT NORTY RYYR 1O

0.8
0.7
0.6
0.5

0.4
03

L Ll

R AR R R R R N R RS R AR R A RRREN S
12 10 8 6 4 2 0 Chemical Shift (ppm)

Figure 3. 'H NMR of cardanol and cardanol Mannich polyol.
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4.2. FT-IR of Magnetic Hydroxyapatite Nanoparticles

FT-IR spectrum of MHAP nanoparticles is represented in Figure 4, and the values are
tabulated in Table 2. The broad absorption band at 3570 cm ™! was related to -OH bending
vibration. The stretching vibration of carbonyl was observed at 1458, and 871 cm ™!, while
the phosphate group showed absorption at 1035 and 630 cm ™! [52,53]. The Fe-O bond
stretching vibration occurred at 1619 and 570 em ™ [37]. It proved that MHAP nanoparticles
were successfully formed.

90 +
80-.
70-
60-‘
50-

40 4

Transmittance (%)

30 -

20

| 1035
10 +——————1————1——1——
4000 3500 3000 2500 2000 1500 1000 500

Wavenumber (cm)

Figure 4. FT-IR spectrum of magnetic hydroxyapatite nanoparticles.

4.3. Magnetic Behavior of MHAP Nanoparticles

The magnetic property of the nanoparticles was tested by a simple magnet test. For
this purpose, the synthesized nanoparticles were suspended in a water—ethanol solution
and sonicated for 5 min to form a complete suspension of nanoparticles (Figure 5a). Af-
terward, the magnet was connected to bottles as shown in Figure 5b. In a few seconds, all
nanoparticles were attracted toward the magnet, which concluded that the synthesized
particles had magnetic behavior.

Figure 5. Magnetic behavior of the MHAP nanoparticles (a) suspension of nanoparticles and
(b) MHAP nanoparticles attracted toward the magnet.

4.4. Coating Properties

Determining the properties of coating is important in order to find out the suitability
of coating formulations. The results of coating properties are represented in Table 3. The
gloss of all the coated samples was observed in the range of 73 to 121. The gloss value of
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the pristine sample was more than all nanocomposite coatings because the incorporation of
MHAP nanoparticles would have increased opacity as well as increased roughness on the
surface of the coating. Thus, as the percentage of MHAP increased in coating formulations,
it decreased gloss. All coatings showed 100% adhesion towards the metal surface as not
a single block was removed from the area of the scratched surface. Hence, the results
conclude that the formulated coatings have excellent adhesion to the metal surface. The
MHAP nanoparticles incorporated coatings were not scratched to the level of a 5H-grade
pencil. The coatings containing 4 and 5% MHAP nanoparticles presented better pencil
hardness (5 H) than other coating samples. It may be due to the magnetic nature of MHAP
nanoparticles that might have resulted in high interactive forces between metal surfaces
and the coating matrix. All coating samples passed the flexibility test, which can offer
the prevention of crack formation. In addition to that, the chemical resistance of all the
prepared coatings was checked using the methyl ethyl ketone rub test. There were no
defects found on the surface of coatings, such as film removed from the surface, crack
formation, and changing color of coating on the surface up to 200 double rubs. Finally,
based on all coating properties, one can say that the developed coatings are suitable for the
coatings on metal surfaces.

Table 3. Coating properties of prepared PUs coatings.

o .o Pencil e, Methyl Ethyl Ketone

PUs Code Gloss 60 Cross-Cut Adhesion (%) Hardness Flexibility Dot}llble R}l’lb Test

CMPU 121 100 3H Pass 200
CMPU-1 96 100 3H Pass 200
CMPU-2 85 100 4H Pass 200
CMPU-3 84 100 4H Pass 200
CMPU-4 74 100 5H Pass 200
CMPU-5 73 100 5H Pass 200

4.5. Chemical Resistance Study

The chemical resistance of the developed cardanol-based nanocomposite coatings was
studied in 5% HCI (in DI water) and 5% NaOH (in DI water), solutions, water, and xylene
as an organic solvent for 7 days. The obtained results of the test are expressed in Table 4
and captured images are provided in Figure 6.

Table 4. Chemical resistance of bared, CMPU, CMPU-1, CMPU-2, CMPU-3, CMPU-4, and CMPU-5.

Sample Code Water HCl NaOH Xylene

Bared F F F F

CMPU B D A A
CMPU-1 B B A A
CMPU-2 C C A A
CMPU-3 B C A A
CMPU-4 B B A A
CMPU-5 B B A A

A =not affected; B = slight loss in gloss; C = change in color and loss in gloss; D = the film partly removed; E = film
completely removed; F = fully damaged.

The results detected that bared and MHAP nanoparticles added PU coating samples
were completely damaged, had film detached from the surface, and showed a loss in
gloss in water and acid media. On the other hand, PUs added with MHAP showed better
resistance against media, with the exception of only a slight loss in gloss. These results
indicated that the presence of MHAP plays a role in increasing the adhesion of metal
surfaces. A minor loss in gloss was noted for all coatings in the alkali medium, while all
prepared coatings showed excellent results against the solvent medium, which may be
attributed to the good interaction between the MHAP and polyurethane matrix. Thus,
all composite coatings with MHAP showed better chemical resistance compared to the
pristine PU.
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E

cmpPu CMPU-1 CMPU-2 CMPU-3 CMPU-4 CMPU-5
Control 4
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water

5% HCI

5% NaOH

Xylene

Figure 6. Chemical resistance of bared and prepared PU coatings.

4.6. Anticorrosive Performance by Immersion Method

The corrosion resistance of the prepared nanocomposite coatings was examined by
dipping coated and uncoated samples in 3.5% NaCl solution. After the test, analyzed
samples were compared with control samples and captured images are given in Figure 7.
The bared sample fully corroded, as it does not cover the PU coating layer and had direct
contact with the corrosive medium. From the test results, it was revealed that MHAP-based
nanocomposite coatings provide superior corrosion resistance than compared to the bared
and without MHAP coatings. The presence of MHAP nanoparticles in the PU matrix
provides a strong adhesion over the metal surface and acts as a barrier between corrosive
media and metal surface, which caused inhibition in the corrosive process.

Control
sample

3.5%
NacCl
solution

CMPU-1 CMPU-2 CMPU-3 CMPU-4  CcMmPU-5

CMPU

A
.
:

24508

Figure 7. Anticorrosive performance of bared and prepared PU coatings.

4.7. Anticorrosive Study by Electrochemical Method

Anticorrosive performance was also examined by measuring Tafel plots of uncoated,
coated, and MHAP-added coating samples in 3.5% NaCl solution. The Tafel plots of all
PU samples are shown in Figure 8. The plots were used to estimate corrosion potential
(Ecorr), corrosion current density (Ir), polarization resistance (Rp), and corrosion rate (CR).
Using the Tafel extrapolation method based on the software Nova 1.8, the values of these
corrosion parameters were calculated and represented in Table 5. In such a curve, higher
Ecorr and lower I values corresponded to the lower corrosion rate and vice versa [6,54].
The MHAP nanoparticles-added coatings showed lower I, values and higher E.,, values
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than blank and pristine (CMPU) coatings. As the percent loading of MHAP in formulations
increased, it decreased the I, values of the coatings because of an increase in adherence
of the coatings with the metal surface due to the magnetic property of MHAP particles and
the formation of a protective barrier between corrosive ions and metal substrate.

-3

64

log | (Acm2)

7

8-

v v T v T v T v v
-0.9 -0.8 -0.7 -0.6 -0.5 0.4 -0.3
Applied Potential (V)
Figure 8. Tafel plot of CMPU, CMPU-1, CMPU-2, CMPU-3, CMPU-4, and CMPU-5 coated samples
in aq. 3.5% NaCl medium.

Table 5. Electrochemical corrosion measurement of bare, CMPU, CMPU-1, CMPU-2, CMPU-3,
CMPU-4, and CMPU-5 coated samples.

Sample E (@V) Leorr Rp Corrosion Rate Inhibition Efficiency

Code corr (nA) kQ) (CR) (mm/Year) (% IE)
Bare (Uncoated) —656.47 968.44 4.929 0.0442 0.00

CMPU —618.24 528.12 8.994 0.00814 45.47
CMPU-1 —602.31 479.09 8.954 0.00812 50.52
CMPU-2 —544.68 465.71 10.343 0.00709 51.91
CMPU-3 —554.76 372.97 23.280 0.005483 61.48
CMPU-4 —547.84 345.10 16.059 0.00401 64.47
CMPU-5 —535.07 181.35 116.520 0.000582 81.28

Percent IE was determined from the values of corrosion current density of uncoated
and coated samples. In general, the higher the I.o;, values, the lower the inhibition efficiency
of the coatings. The graphical presentation of all the coated and uncoated samples is shown
in Figure 9. The corrosion inhibition efficiency of MHAP-added coating samples was far
better than blank and CMPU. Higher efficiency was obtained for the 5% loaded coating due
to the good adhesion of PU formulation to the MS substrate. Additionally, the hydrophobic
nature of the coatings might have helped to enhance anticorrosive behavior by restricting
interaction between coatings and corrosive media.

The corrosion rate versus the type of coatings is graphically represented in Figure 10.
The corrosion rate of all PU-coated samples was better than the uncoated ones. Therefore,
it confirmed that the prepared PU formulations acted as an obstacle for said medium to
interact with the substrate and thus decreased the corrosion rate. From all results, it was
concluded that the developed nano-composite PU coatings provide superior corrosion
inhibition as compared to CMPU due to the presence of MHAP nano-particles in the PU
matrix. MHAP nano-particles act as a barrier to corrosive ions, which cause corrosion
inhibition and result in high Rp values and impedance of nanocomposite coatings, which
increased with an increase in the percent loading of MHAP nanoparticles in coatings.
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Figure 9. The inhibition efficiency of bare, CMPU, CMPU-1, CMPU-2, CMPU-3, CMPU-4, and
CMPU-5 coated samples tested against aq. 3.5% NaCl solution.
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Figure 10. Corrosion rate of bare, CMPU, CMPU-1, CMPU-2, CMPU-3, CMPU-4, and CMPU-5 coated
samples tested against aq. 3.5% NaCl medium.

4.8. Contact Angle

The contact angle of the coated CMPU and all MHAP-embedded coated samples was
measured to estimate the surface hydrophobicity, and the results are shown in Figure 11.
From the results, it was observed that all nanocomposite-coated MS samples were more
hydrophobic than the pristine-coated sample. The contact angle of all the nanocomposite
coatings was found to be more than 90°, which was much higher compared to MHAP
coatings (87°) without nanoparticles. The contact angle of the coating samples increased
with an increase in the amount of MHAP nanoparticles up to 3% and, beyond that, the
declining values of the contact angle were observed. Overall, the results of contact angle
revealed the hydrophobic nature of the prepared nanocomposite PU coatings.

4.9. Thermogravimetric Analysis

The thermograms of all prepared PU films are presented in Figure 12. Thermal analysis
showed three steps of thermal degradation in all PU films. The first step of degradation
started in the range of 212-225 °C and ended at 410-419 °C with a degradation result of
30-38% weight losses due to the breakdown of urethane groups in PUs. In the second step,
degradation occurred in the range of 416-425 °C and ended at 530-539 °C with weight
losses of 35-43% due to the degradation of the main backbone chain of PUs. The third step
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of degradation was observed in the range of 534-536 °C and completed at 643677 °C with
weight losses of 17-19% as a result of residual degradation. Thus, it can be stated that all
prepared composite coatings resulted in excellent thermal stability than CMPU.

120 A
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>
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Figure 11. Contact angle of CMPU, CMPU-1, CMPU-2, CMPU-3, CMPU-4, and CMPU-5

coated samples.
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Figure 12. Thermogravimetric curves of CMPU, CMPU-1, CMPU-2, CMPU-3, CMPU-4, and CMPU-5

coated sample.

4.10. Surface Morphology of MHAP Composite Coating

The MHAP nanoparticles and their PU coatings were observed under a scanning elec-
tron microscope, and a few representative images are shown in Figure 13. The morphology
of MHAP nanoparticles revealed irregularly shaped agglomerates with an average size
of 38.64 nm. The particles showed a smooth surface. The CMPU appeared as a smooth
surface as it does not contain MHAP and it was free from phase separation or the presence
of any voids. However, slight agglomerations were seen at larger amounts of nanoparticles,
CMPU-4 and 5 samples, which is common in the dispersion of nanoparticles. The images
of MHAP incorporated coatings were also clear and homogeneous with the absence of
any type of phase separation or cracks over the surface. Therefore, it can be concluded
that MHAP was properly dispersed in the PU formulation and interacted with the matrix.
Furthermore, all coatings were free from the microcracks, voids, and phase separation.
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Figure 13. SEM images of MHAP, CMPU, CMPU-1, CMPU-2, CMPU-3, CMPU-4, and CMPU-5
coated samples.

5. Conclusions

Cardanol was used as a renewable phenol for the preparation of Mannich-type polyol,
which was further utilized in the formulation of PU nanocomposite coatings using a various
percentage of MHAP (1,2,3,4, and 5%). The structural features of the synthesized cardanol
Mannich polyol were confirmed by FT-IR and 'H NMR spectroscopic techniques. MHAP
was synthesized in the laboratory and characterized by FI-IR and SEM analysis. The
developed PU nanocomposite coatings demonstrated good physicochemical properties.
The prepared coatings showed excellent anti-corrosion and chemical resistance tests. The
hydrophobic character of coatings increased up to 3% loading of MHAP; beyond that, it
decreased as measured by the contact angle test. All coatings showed good thermal stability
and smooth surface morphology, as studied by TGA and SEM, respectively. Thus, cardanol
can be used as a good renewable substitute over petroleum materials in the preparation of
polyurethane coatings.

Author Contributions: Conceptualization, M.SM., V.V.G,, B.E.A.-D., GM., AH.A. and FK,; data
curation, M.S.M., N.S., S H.N. and D.M.A; formal analysis, M.SM., N.S., VV.G,, BEA.-D.,SHN.,,
G.M.,, AH.A. and D.M.A,; funding acquisition, N.S., BE.A.-D., EK.,, GM., AH.A. and SH.N.;
investigation, M.S.M., N.S., V.V.G,, B.E.A.-D., EK,, SH.N. and D.M.A ; methodology, M.S.M., N.S.,
V.V.G, B.EE.A.-D, EK, SHN., GM.,, AH.A. and D.M.A.; project administration, N.S. and V.V.G;
resources, FK.; software, N.S. and V.V.G.; validation, M.S.M., B.E.A.-D., SH.N.,, GM., A.H.A. and
D.M.A,; writing—original draft, M.S.M., N.S., VV.G,, BE.A.-D., FK,, SH.N., GM., AH.A. and
D.M.A; writing—review and editing, M.S.M. All authors have read and agreed to the published
version of the manuscript.

Funding: This project has received funding from the Deanship of Scientific Research, King Faisal
University, Al-Ahsa, Saudi Arabia, Grant Number-1811009.

Institutional Review Board Statement: Not applicable.
Informed Consent Statement: Not applicable.
Data Availability Statement: Not applicable.

Acknowledgments: A.H.A. wanted to acknowledge the administrative and technical staff, Naif Ali
Almunssif and Tameem Alyahian of, King Faisal University for their consistent support.

Conflicts of Interest: The authors declare no conflict of interest.



Materials 2022, 15, 2308 16 of 17

References

1. Bastidas, D.M. Corrosion and protection of metals. Metals 2020, 10, 458. [CrossRef]

2. Melchers, R.E. A review of trends for corrosion loss and pit depth in longer-term exposures. Corros. Mater. Degrad. 2020, 1, 42-58.
[CrossRef]

3. delaFuente, D.; Diaz, I.; Simancas, J.; Chico, B.; Morcillo, M. Long-term atmospheric corrosion of mild steel. Corros. Sci. 2011, 53,
604-617. [CrossRef]

4. Asri, RIM.; Harun, W.S.W.; Samykano, M.; Lah, N.A.C.; Ghani, S.A.C.; Tarlochan, F; Raza, M.R. Corrosion and surface
modification on biocompatible metals: A review. Mater. Sci. Eng. C 2017, 77, 1261-1274. [CrossRef]

5. Paraskar, PM.; Prabhudesai, M.S.; Hatkar, V.M.; Kulkarni, R.D. Vegetable oil based polyurethane coatings—A sustainable
approach: A review. Prog. Org. Coat. 2021, 156, 106267. [CrossRef]

6. Khanderay, ].C.; Gite, V.V. Fully biobased polyester polyols derived from renewable resources toward preparation of polyurethane
and their application for coatings. J. Appl. Polym. Sci. 2019, 136, 47558. [CrossRef]

7. Huang, H; Sheng, X; Tian, Y.; Zhang, L.; Chen, Y.; Zhang, X. Two-Dimensional Nanomaterials for Anticorrosive Polymeric
Coatings: A Review. Ind. Eng. Chem. Res. 2020, 59, 15424-15446. [CrossRef]

8.  Atiwesh, G.; Mikhael, A.; Parrish, C.C.; Banoub, J.; Le, T.-A.T. Environmental impact of bioplastic use: A review. Heliyon 2021,
7,€07918. [CrossRef] [PubMed]

9.  Komartin, R.S.; Balanuca, B.; Necolau, M.I; Cojocaru, A.; Stan, R. Composite Materials from Renewable Resources as Sustainable
Corrosion Protection Coatings. Polymers 2021, 13, 3792. [CrossRef]

10. Patil, D.M.; Phalak, G.A.; Mhaske, S.T. Enhancement of anti-corrosive performances of cardanol based amine functional
benzoxazine resin by copolymerizing with epoxy resins. Prog. Org. Coat. 2017, 105, 18-28. [CrossRef]

11.  Chen, G.; Feng, J.; Qiu, W.; Zhao, Y. Eugenol-modified polysiloxanes as effective anticorrosion additives for epoxy resin coatings.
RSC Adv. 2017, 7, 55967-55976. [CrossRef]

12.  Lochab, B.; Shukla, S.; Varma, LK. Naturally occurring phenolic sources: Monomers and polymers. RSC Adv. 2014, 4, 21712-21752.
[CrossRef]

13.  Voirin, C.; Caillol, S.; Sadavarte, N.V.; Tawade, B.V.; Boutevin, B.; Wadgaonkar, P.P. Functionalization of cardanol: Towards
biobased polymers and additives. Polym. Chem. 2014, 5, 3142-3162. [CrossRef]

14. Darroman, E.; Durand, N.; Boutevin, B.; Caillol, S. Improved cardanol derived epoxy coatings. Prog. Org. Coat. 2016, 91, 9-16.
[CrossRef]

15. TabkhPaz, M.; Park, D.-Y.; Lee, P.C.; Hugo, R.; Park, S.S. Development of nanocomposite coatings with improved mechanical,
thermal, and corrosion protection properties. J. Compos. Mater. 2018, 52, 1045-1060. [CrossRef]

16. Peng, T.; Xiao, R.; Rong, Z.; Liu, H.; Hu, Q.; Wang, S.; Li, X.; Zhang, J. Polymer Nanocomposite-based Coatings for Corrosion
Protection. Chem. Asian J. 2020, 15, 3915-3941. [CrossRef] [PubMed]

17.  Vaithylingam, R.; Ansari, M.; Shanks, R.A. Recent advances in polyurethane-based nanocomposites: A review. Polym. Plast.
Technol. Eng. 2017, 56, 1528-1541. [CrossRef]

18.  Jirimali, H.D.; Chaudhari, B.C.; Khanderay, ].C.; Joshi, S.A.; Singh, V.; Patil, A.M.; Gite, V.V. Waste eggshell-derived calcium oxide
and nanohydroxyapatite biomaterials for the preparation of LLDPE polymer nanocomposite and their thermomechanical study.
Polym. Plast. Technol. Eng. 2018, 57, 804-811. [CrossRef]

19. Zhou, C; Lu, X;; Xin, Z; Liu, J.; Zhang, Y. Polybenzoxazine/SiO, nanocomposite coatings for corrosion protection of mild steel.
Corros. Sci. 2014, 80, 269-275. [CrossRef]

20. Wang, H; Qiu, X; Liu, W.; Fu, F; Yang, D. A novel lignin/ZnO hybrid nanocomposite with excellent UV-absorption ability and
its application in transparent polyurethane coating. Ind. Eng. Chem. Res. 2017, 56, 11133-11141. [CrossRef]

21. Kumar, K.; Ghosh, P; Kumar, A. Improving mechanical and thermal properties of TiO,-epoxy nanocomposite. Compos. Part B
Eng. 2016, 97, 353-360. [CrossRef]

22. Tsebriienko, T.; Popov, A.L Effect of Poly(Titanium Oxide) on the Viscoelastic and Thermophysical Properties of Interpenetrating
Polymer Networks. Crystals 2021, 11, 794. [CrossRef]

23. Gang, L; Yan-Feng, L.; Lin-Cheng, Z.; Bo-Nian, L.; Xue-Hu, M.; Xian-Zhen, L. Photo-Heat Transition of Coatings Derived from
Furfural Resin and Fe2 O3 Nanoparticles. High Perform. Polym. 2005, 17, 469-481. [CrossRef]

24. Aksimentyeva, O.; Savchyn, V.; Dyakonov, V,; Piechota, S.; Horbenko, Y.Y.; Opainych, LY.; Demchenko, PY.; Popov, A.; Szymczak,
H. Modification of polymer-magnetic nanoparticles by luminescent and conducting substances. Mol. Cryst. Liq. Cryst. 2014, 590,
35-42. [CrossRef]

25.  Zhou, S.; Wu, L. Phase separation and properties of UV-curable polyurethane/zirconia nanocomposite coatings. Macromol. Chem. Phys.
2008, 209, 1170-1181. [CrossRef]

26. Wang, Y,; Lim, S.; Luo, J.; Xu, Z. Tribological and corrosion behaviors of Al,O3/polymer nanocomposite coatings. Wear 2006, 260,
976-983. [CrossRef]

27.  Khatoon, H.; Ahmad, S. Vanadium pentoxide-enwrapped polydiphenylamine/polyurethane nanocomposite: High-performance
anticorrosive coating. ACS Appl. Mater. Interfaces 2018, 11, 2374-2385. [CrossRef]

28. Yu, B; Wang, X,; Xing, W.; Yang, H.; Song, L.; Hu, Y. UV-curable functionalized graphene oxide/polyurethane acrylate

nanocomposite coatings with enhanced thermal stability and mechanical properties. Ind. Eng. Chem. Res. 2012, 51, 14629-14636.
[CrossRef]


http://doi.org/10.3390/met10040458
http://doi.org/10.3390/cmd1010004
http://doi.org/10.1016/j.corsci.2010.10.007
http://doi.org/10.1016/j.msec.2017.04.102
http://doi.org/10.1016/j.porgcoat.2021.106267
http://doi.org/10.1002/app.47558
http://doi.org/10.1021/acs.iecr.0c02876
http://doi.org/10.1016/j.heliyon.2021.e07918
http://www.ncbi.nlm.nih.gov/pubmed/34522811
http://doi.org/10.3390/polym13213792
http://doi.org/10.1016/j.porgcoat.2016.10.027
http://doi.org/10.1039/C7RA12218G
http://doi.org/10.1039/C4RA00181H
http://doi.org/10.1039/C3PY01194A
http://doi.org/10.1016/j.porgcoat.2015.11.012
http://doi.org/10.1177/0021998317720001
http://doi.org/10.1002/asia.202000943
http://www.ncbi.nlm.nih.gov/pubmed/32979034
http://doi.org/10.1080/03602559.2017.1280683
http://doi.org/10.1080/03602559.2017.1354221
http://doi.org/10.1016/j.corsci.2013.11.042
http://doi.org/10.1021/acs.iecr.7b02425
http://doi.org/10.1016/j.compositesb.2016.04.080
http://doi.org/10.3390/cryst11070794
http://doi.org/10.1177/0954008305042474
http://doi.org/10.1080/15421406.2013.873646
http://doi.org/10.1002/macp.200800090
http://doi.org/10.1016/j.wear.2005.06.013
http://doi.org/10.1021/acsami.8b17861
http://doi.org/10.1021/ie3013852

Materials 2022, 15, 2308 17 of 17

29.

30.

31.

32.

33.

34.

35.

36.

37.

38.

39.

40.

41.

42.

43.

44.

45.

46.

47.

48.

49.

50.

51.

52.

53.

54.

Savchyn, V.; Popov, A.; Aksimentyeva, O.; Klym, H.; Horbenko, Y.Y.; Serga, V.; Moskina, A.; Karbovnyk, I. Cathodoluminescence
characterization of polystyrene-BaZrO3; hybrid composites. Low Temp. Phys. 2016, 42, 597-600. [CrossRef]

Mallakpour, S.; Madani, M. A review of current coupling agents for modification of metal oxide nanoparticles. Prog. Org. Coat.
2015, 86, 194-207. [CrossRef]

Behzadnasab, M.; Mirabedini, S.M.; Kabiri, K.; Jamali, S. Corrosion performance of epoxy coatings containing silane treated ZrO,
nanoparticles on mild steel in 3.5% NaCl solution. Corros. Sci. 2011, 53, 89-98. [CrossRef]

Fayyad, E.M.; Sadasivuni, K.K.; Ponnamma, D.; Al-Maadeed, M.A.A. Oleic acid-grafted chitosan/graphene oxide composite
coating for corrosion protection of carbon steel. Carbohydr. Polym. 2016, 151, 871-878. [CrossRef] [PubMed]

Patil, C.K,; Jirimali, H.D.; Paradeshi, ].S.; Chaudhari, B.L.; Gite, V.V. Functional antimicrobial and anticorrosive polyurethane
composite coatings from algae oil and silver doped egg shell hydroxyapatite for sustainable development. Prog. Org. Coat. 2019,
128, 127-136. [CrossRef]

Kuy, J.-K.; Kim, I.-H.; Shim, J.H.; Kim, Y.H.; Kim, B.H.; Kim, Y.-K_; Yun, P.-Y. The Effect of Whitlockite as an Osteoconductive
Synthetic Bone Substitute Material in Animal Bony Defect Model. Materials 2022, 15, 1921. [CrossRef] [PubMed]

Huang, S.-M.; Liu, S.-M.; Ko, C.-L.; Chen, W.-C. Advances of Hydroxyapatite Hybrid Organic Composite Used as Drug or Protein
Carriers for Biomedical Applications: A Review. Polymers 2022, 14, 976. [CrossRef] [PubMed]

Yudaev, P.; Chuev, V.; Klyukin, B.; Kuskov, A.; Mezhuev, Y.; Chistyakov, E. Polymeric Dental Nanomaterials: Antimicrobial
Action. Polymers 2022, 14, 864. [CrossRef] [PubMed]

El-Maghrabi, H.H.; Younes, A.A.; Salem, A.R.; Rabie, K.; El-Shereafy, E.-5. Magnetically modified hydroxyapatite nanoparticles
for the removal of uranium (VI): Preparation, characterization and adsorption optimization. J. Hazard. Mater. 2019, 378, 120703.
[CrossRef] [PubMed]

Safatian, F.; Doago, Z.; Torabbeigi, M.; Rahmani Shams, H.; Ahadi, N. Lead ion removal from water by hydroxyapatite
nanostructures synthesized from egg sells with microwave irradiation. Appl. Water Sci. 2019, 9, 108. [CrossRef]

Shen, X.; Gao, X.; Wei, W.; Zhang, Y.; Zhang, Y.; Ma, L.; Liu, H.; Han, R.; Lin, J. Combined performance of hydroxyapatite
adsorption and magnetic separation processes for Cd (II) removal from aqueous solution. J. Dispers. Sci. Technol. 2021, 42, 664—676.
[CrossRef]

Thanh, D.N.; Novak, P; Vejpravova, J.; Vu, H.N.; Lederer, J.; Munshi, T. Removal of copper and nickel from water using
nanocomposite of magnetic hydroxyapatite nanorods. |. Magn. Magn. Mater. 2018, 456, 451-460. [CrossRef]

Wang, Y.; Hu, L.; Zhang, G.; Yan, T.; Yan, L.; Wei, Q.; Du, B. Removal of Pb (II) and methylene blue from aqueous solution
by magnetic hydroxyapatite-immobilized oxidized multi-walled carbon nanotubes. J. Colloid Interface Sci. 2017, 494, 380-388.
[CrossRef] [PubMed]

de Luca Bossa, F; Verdolotti, L.; Russo, V.; Campaner, P.; Minigher, A.; Lama, G.C.; Boggioni, L.; Tesser, R.; Lavorgna, M.
Upgrading sustainable polyurethane foam based on greener polyols: Succinic-based polyol and Mannich-based polyol. Materials
2020, 13, 3170. [CrossRef]

Chandra, V.S; Elayaraja, K.; Arul, K.T,; Ferraris, S.; Spriano, S.; Ferraris, M.; Asokan, K.; Kalkura, S.N. Synthesis of magnetic
hydroxyapatite by hydrothermal-microwave technique: Dielectric, protein adsorption, blood compatibility and drug release
studies. Ceram. Int. 2015, 41, 13153-13163. [CrossRef]

Mondal, S.; Manivasagan, P.; Bharathiraja, S.; Santha Moorthy, M.; Nguyen, V.T.; Kim, HH.; Nam, S.Y.; Lee, K.D.; Oh, J.
Hydroxyapatite coated iron oxide nanoparticles: A promising nanomaterial for magnetic hyperthermia cancer treatment.
Nanomaterials 2017, 7, 426. [CrossRef] [PubMed]

Du, L.; Chen, J.; Hu, E.; Zeng, F. A reactive molecular dynamics simulation study on corrosion behaviors of carbon steel in salt
spray. Comput. Mater. Sci. 2022, 203, 111142. [CrossRef]

Sherif, E.-S.M. Corrosion behavior of magnesium in naturally aerated stagnant seawater and 3.5% sodium chloride solutions.
Int. . Electrochem. Sci 2012, 7, 4235-4249.

Mushtaq, A.; Zhao, R.; Luo, D.; Dempsey, E.; Wang, X.; Igbal, M.Z.; Kong, X. Magnetic hydroxyapatite nanocomposites: The
advances from synthesis to biomedical applications. Mater. Des. 2021, 197, 109269. [CrossRef]

Mahajan, M.S.; Mahulikar, P.P; Gite, V.V. Eugenol based renewable polyols for development of 2K anticorrosive polyurethane
coatings. Prog. Org. Coat. 2020, 148, 105826. [CrossRef]

Ionescu, M.; Wan, X.; Bili¢, N.; Petrovi¢, Z.S. Polyols and rigid polyurethane foams from cashew nut shell liquid. J. Polym. Environ.
2012, 20, 647-658. [CrossRef]

Gandhi, T.S.; Patel, M.R.; Dholakiya, B.Z. Synthesis of cashew Mannich polyol via a three step continuous route and development
of PU rigid foams with mechanical, thermal and fire studies. . Polym. Eng. 2015, 35, 533-544. [CrossRef]

Gupta, R.; Ionescu, M.; Wan, X.; Radojcic, D.; Petrovic, Z. Synthesis of a novel limonene based mannich polyol for rigid
polyurethane foams. J. Polym. Environ. 2015, 23, 261-268. [CrossRef]

Du, K,; Liu, X,; Li, S.; Qiao, L.; Ai, H. Synthesis of Cu2+ chelated cellulose/magnetic hydroxyapatite particles hybrid beads and
their potential for high specific adsorption of histidine-rich proteins. ACS Sustain. Chem. Eng. 2018, 6, 11578-11586. [CrossRef]
Ch, A.; Sagadevan, S.; Dakshnamoorthy, A. Synthesis and characterization of nano-hydroxyapatite (n-HAP) using the wet
chemical technique. Int. J. Phys. Sci. 2013, 8, 1639-1645.

Phalak, G.A.; Patil, D.M.; Mhaske, S. Synthesis and characterization of thermally curable guaiacol based poly (benzoxazine-
urethane) coating for corrosion protection on mild steel. Eur. Polym. ]. 2017, 88, 93-108. [CrossRef]


http://doi.org/10.1063/1.4959020
http://doi.org/10.1016/j.porgcoat.2015.05.023
http://doi.org/10.1016/j.corsci.2010.09.026
http://doi.org/10.1016/j.carbpol.2016.06.001
http://www.ncbi.nlm.nih.gov/pubmed/27474635
http://doi.org/10.1016/j.porgcoat.2018.11.002
http://doi.org/10.3390/ma15051921
http://www.ncbi.nlm.nih.gov/pubmed/35269154
http://doi.org/10.3390/polym14050976
http://www.ncbi.nlm.nih.gov/pubmed/35267796
http://doi.org/10.3390/polym14050864
http://www.ncbi.nlm.nih.gov/pubmed/35267686
http://doi.org/10.1016/j.jhazmat.2019.05.096
http://www.ncbi.nlm.nih.gov/pubmed/31203125
http://doi.org/10.1007/s13201-019-0979-8
http://doi.org/10.1080/01932691.2019.1703734
http://doi.org/10.1016/j.jmmm.2017.11.064
http://doi.org/10.1016/j.jcis.2017.01.105
http://www.ncbi.nlm.nih.gov/pubmed/28167426
http://doi.org/10.3390/ma13143170
http://doi.org/10.1016/j.ceramint.2015.07.088
http://doi.org/10.3390/nano7120426
http://www.ncbi.nlm.nih.gov/pubmed/29207552
http://doi.org/10.1016/j.commatsci.2021.111142
http://doi.org/10.1016/j.matdes.2020.109269
http://doi.org/10.1016/j.porgcoat.2020.105826
http://doi.org/10.1007/s10924-012-0467-9
http://doi.org/10.1515/polyeng-2014-0176
http://doi.org/10.1007/s10924-015-0717-8
http://doi.org/10.1021/acssuschemeng.8b01699
http://doi.org/10.1016/j.eurpolymj.2016.12.030

	Introduction 
	Materials and Methods 
	Synthesis of Cardanol Based Mannich polyol 
	Synthesis of Magnetic Hydroxyapatite Nanoparticles 
	Formulation of Polyurethane Nanocomposite Coatings 

	Characterization of Materials 
	End Group Analysis 
	Structural Analysis 
	Testing Properties of Coatings 
	Gloss Test 
	Adhesion Test 
	Pencil Hardness 
	Flexibility 
	Contact Angle 
	Corrosion Performance 
	Chemical Resistance 
	Thermal Property 
	Surface Morphology 


	Results and Discussion 
	Formation of Cardanol Based polyol 
	FT-IR of Magnetic Hydroxyapatite Nanoparticles 
	Magnetic Behavior of MHAP Nanoparticles 
	Coating Properties 
	Chemical Resistance Study 
	Anticorrosive Performance by Immersion Method 
	Anticorrosive Study by Electrochemical Method 
	Contact Angle 
	Thermogravimetric Analysis 
	Surface Morphology of MHAP Composite Coating 

	Conclusions 
	References

