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The rapid growth, integration, and miniaturization of electronics have raised significant concerns about how
to handle issues with electromagnetic interference (EMI), which has increased demand for the creation of
EMI shielding materials. In order to effectively shield against electromagnetic interference (EMI), this study
developed a variety of thermoplastic polyurethane (TPU)-based nanocomposites in conjunction with
CoFe,O4 nanoparticles and graphite. The filler percentage and nanocomposite thickness were tuned and
optimized. The designed GF15-TPU nanocomposite, which has a 5 mm thickness, 15 weight percent
cobalt ferrite nanoparticles, and 35 weight percent graphite, showed the highest total EMI shielding
effectiveness value of 41.5 dB in the 8.2-12.4 GHz frequency range, or 99.993% shielding efficiency, out
of all the prepared polymer nanocomposites. According to experimental findings, the nanocomposite’s
dipole polarization, interfacial polarization, conduction loss, eddy current loss, natural resonance,
exchange resonance, multiple scattering, and high attenuation significantly contribute to improving its
electromagnetic interference shielding properties. The created TPU-based nanocomposites containing
graphite and CoFe,O,4 nanoparticles have the potential to be used in communication systems, defense,

rsc.li/nanoscale-advances

1. Introduction

Nowadays, technologies such as satellite communication, radar
detection, and military systems all use electromagnetic (EM)
wave technology as their primary means of information trans-
mission.! Although it has made life easier, the resulting elec-
tromagnetic interference (EMI) has increasingly influenced the
proper operation of electronic devices and posed a threat to
human health.”® Researchers have focused on developing EM
shielding materials that can attenuate EM waves in order to
address the EMI problem.*

An effective EM wave absorber should have a high dielectric
and magnetic loss.® By achieving balanced impedance matching
and EM wave attenuation, combining magnetic and electrically
conducting materials effectively improves EM wave absorption.®
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spacecraft, and aircraft as EMI shielding materials.

The main contributors to EM wave absorption are the interac-
tions of complex dielectric permittivity, complex magnetic
permeability, and conductivity.® As a result, researchers have
made several efforts to combine the advantages of dielectric and
magnetic materials with those of polymers in order to take
advantage of their synergistic properties.” Because of their
modulating permittivity, permeability, conductivity, low cost,
corrosion resistance characteristics, light weight, and flexibility,
polymer composites with nanofillers are a promising EMI
shielding material.® Because of their high conductivity and
oxidation resistance, carbonaceous materials such as graphite
and carbon black are widely used as conducting fillers inside
the polymer matrix to improve its EMI shielding properties.>™*
Graphite is a versatile material that is used in a wide range of
energy applications, including batteries, fuel cells, and super-
capacitors.”"* Graphite has been widely used as a conducting
filler inside the polymer matrix due to its exceptional electrical
conductivity, mechanical strength, high specific surface area,
high carrier mobility, and good thermal properties.**** Graphite
as a filler inside the polymer nanocomposite can provide
a conductive path and help to improve the polymer nano-
composite's dielectric loss. Yang et al.*® created polyethylene/
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graphite nanoplatelet composites with EMI shielding effective-
ness values up to 37.8 dB in the X-band frequency range.
However, graphite is primarily responsible for attenuating the
EM wave's electric components. As a result, magnetic fillers
must be used to attenuate the magnetic component of the EM
wave. Kumar et al."” created iron/iron-carbide/graphite particles
with a maximum total shielding effectiveness, SEr, value of 23.9
dB at 18 GHz. Madhusudhan et al.*® discovered iron decorated
PPy/graphite nanocomposites with an EMI shielding effective-
ness of up to 18 dB in the 12-18 GHz frequency range.

The addition of magnetic fillers along with graphite
improves the EM wave absorption by adding magnetic losses as
well as dielectric and conduction losses within polymer nano-
composites.” Spinel ferrites have recently attracted a lot of
attention due to their intriguing magnetic properties and
chemical stability.**** Because of its remarkable properties such
as high magnetocrystalline anisotropy, moderate room-
temperature saturation magnetization, physical and chemical
stability, and high Snoek's limit, cobalt ferrite (CoFe,0,) has
been widely investigated as an EM wave absorber.”> CoFe,O,
nanoparticles were chosen as a magnetic filler due to their
exceptional properties.

Thermoplastic polyurethane (TPU) is a pseudo-block copol-
ymer with at least two chemically distinct microstates, the hard
segment and the soft segment.* It is one of the most engrossing
polymers with tuned properties, and as a result, it is widely used
in a variety of industries, including heavy engineering,
construction, medical, sports, and automotive.** Because of its
superior properties such as high tensile strength, high
modulus, resistance to wear and tear, flexibility, chemical and
thermal resistance, and good abrasion resistance, thermo-
plastic polyurethane (TPU) has sparked significant research
interest for use as a polymer matrix.>*>” Recently Shi et al.*®
constructed TPU- based hierarchical nanocomposite films and
reported an EMI shielding performance of up to 21.3 dB along
with flame-retardancy.

It is expected that the presence and distribution of CoFe,O,
nanoparticles and graphite in the TPU polymer matrix will
result in the formation of interfaces and defects, resulting in
increased interfacial polarization and further attenuation of EM
waves. Pristine graphite is used as a conductive filler within the
TPU matrix to engineer the nanocomposites in a more cost-
effective and simpler manner, with improved EMI shielding
performance. EMI shielding can be tuned by varying the loading
content (wt%) of the filler and thickness of the nanocomposites,
in addition to the choice of nanofillers and polymer matrix.*®
The appropriate concentration and ratio of fillers (conductive/
magnetic) in the polymer matrix can create balanced imped-
ance matching and a high attenuation constant to improve the
shielding effectiveness of the polymer nanocomposites. As
a result, proper optimization of dielectric and magnetic fillers is
required for improved EMI shielding.

With the goal of developing a high-performance EMI
shielding polymer nanocomposite with dielectric and magnetic
properties, the various weight percentages of CoFe,O, nano-
particles and graphite were embedded in the TPU matrix, and
further the EMI shielding properties of all the developed
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nanocomposites with varying content (wt%) of dielectric and
magnetic fillers were investigated in the X-band frequency
range. The effect of nanocomposite thickness on EMI shielding
was also investigated. In addition, the observed EMI shielding
characteristics were correlated with the EM parameters of the
developed nanocomposites. To the best of the authors' knowl-
edge, this is the first report of the development of high-
performance TPU based polymer nanocomposites with opti-
mized fillers such as CoFe,O, nanoparticles and graphite. The
developed nanocomposites can find applications in aerospace,
spacecraft, automobile, and defense systems.

2. Experimental
2.1 Chemicals

Cobalt nitrate hexahydrate (Co(NOs),-6H,0), iron(m) nitrate
nonahydrate (Fe(NOs)s;-9H,0), and sodium hydroxide (NaOH)
pellets were purchased from Alfa Aesar GmbH and Co KG, Ger-
many. Graphite flakes were obtained from Sigma-Aldrich, Ger-
many. Deionized water was prepared utilizing a Milli-Q ultrapure
(Type 1) water purification system (Biopak® Polisher, Merck,
USA) for the synthesis of CoFe,O, nanoparticles.

2.2 Synthesis of CoFe,0, nanoparticles

The sonochemical technique was used to create CoFe,O,
nanoparticles.®® A typical procedure involved mixing appro-
priate stoichiometric amounts of cobalt nitrate and iron nitrate
with 120 mL of deionized water. An aqueous solution of NaOH
was prepared and slowly added to the above mixture while
stirring for a few seconds. It was then subjected to ultrasonic
irradiation for 70 minutes (ultrasonic homogenizer UZ SONO-
PULS HD 2070, frequency: 20 kHz, power: 80 W). The precipitate
was allowed to cool before being centrifuged at 6000 rpm for 20
minutes. To remove any remaining impurities, this process was
repeated several times. The nanoparticles were collected by
drying the acquired product.

2.3 Fabrication of graphite-ferrite (GF)-TPU
nanocomposites

Graphite-ferrite (GF)-TPU nanocomposites were created using
the melt-mixing technique (Fig. 1). As a polymer matrix, a poly-
ether based TPU (Elastollan 1195 A) was used to create nano-
composites. To create the TPU-based nanocomposites, the filler
content was kept at 50%, which included the varying wt% of
CoFe,0, nanoparticles and graphite in the TPU matrix. Four
sets of nanocomposites were prepared with varying content
(Wt%) of: 5% CoFe,O, nanoparticles + 45% graphite; 10%
CoFe,0, nanoparticles + 40% graphite; 15% CoFe,O, nano-
particles + 35% graphite; and 20% CoFe,O, nanoparticles +
30% graphite; which were designated as sample GF5-TPU,
GF10-TPU, GF15-TPU, and GF20-TPU, respectively. In addi-
tion, using the compression-molding technique, the developed
TPU-based nanocomposites were obtained in rectangular-
shaped sheets. The digital images demonstrating the light
weight, dimensions, and flexibility of the developed nano-
composites are shown in Fig. S1 in the ESL¥

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 1 Schematic representation of the preparation of the developed

3. Characterization

The X-ray Diffraction (XRD) of CoFe,0, nanoparticles, graphite,
and GF-TPU-based nanocomposites was investigated using
a Rigaku MiniFlex 600 (Rigaku Corporation, Tokyo, Japan) X-ray
diffractometer. Transmission electron microscopy (TEM) and
high-resolution TEM (HR-TEM) were used to examine the
morphology and particle size of the synthesized CoFe,O, nano-
particles using a JEM-2100Plus (Jeol, Tokyo, Japan). An FEI
NanoSEM 450 (FEI Company, The Netherlands) was used to
perform field emission scanning electron microscopy (FE-SEM)
on the developed TPU-based nanocomposites. The Raman
spectrum of CoFe,O, nanoparticles and graphite was recorded
using a Nicolet DXR Raman microscope (Thermo Fisher Scien-
tific, Waltham, MA) at a laser excitation wavelength of 532 nm
(Fig. S2(a) and (b) in the ESIT). An FTIR spectrometer (Nicolet
6700) (Thermo Scientific, Waltham, MA) in attenuated total
reflectance mode was used to obtain the FTIR spectrum for the
CoFe,0, nanoparticles and graphite (Fig. S2(c) in the ESI{). A
vibrating sample magnetometer (VSM, Model 7404, Lake Shore,
Westerville, OH) was used to examine the magnetic properties of
CoFe,0, nanoparticles and their nanocomposites. Rectangular
specimens were used to measure scattering parameters, complex
permittivity, and complex permeability with an X-band (WR 90)
waveguide and a PNA-L network analyzer (Agilent N5230A) over
a frequency range of 8.2-12.4 GHz. The recorded scattering
parameters in the X-band frequency range were used to calculate
the electromagnetic shielding effectiveness. The Nicolson-Ross-
Weir technique was used to calculate complex permittivity and
permeability. TGA measurements were performed in a nitrogen
atmosphere using a Setaram LabSys Evo with a TG/DSC sensor
from 25 to 1000 °C at 10 °C min~" (Fig. S3 in the ESI{). The
mechanical measurements of pure TPU and the developed GF15-
TPU nanocomposite were examined by using a Testometric

© 2024 The Author(s). Published by the Royal Society of Chemistry

Developed
Nanocomposite

GF-TPU nanocomposites.

universal-testing machine of type M 350-5CT (Testometric Co.
Ltd., Rochdale, UK) (Fig. S6 in the ESIt).

4. Results and discussion
4.1 XRD study

The phase formation of CoFe,O, nanoparticles was studied using
X-ray diffraction. The XRD pattern of CoFe,O, nanoparticles is
depicted in Fig. 2(a), with characteristic peaks at 26 = 18.4°, 30.2°,
35.5°,37°, 43.1°, 53.5°, 57°, and 62.7° attributed to the (111), (220),
(311), (222), (400), (422), (511), and (440) planes, respectively.* This
confirmed the successful formation of face-centered cubic spinel
ferrite crystalline CoFe,O, nanoparticles. The XRD pattern
revealed no secondary phases or impurities, demonstrating the
nanoparticles’ high purity and crystallinity. The crystallite size was
also determined using the well-known Debye-Scherrer equation
for the most intense (311) reflection, which was 12.6 nm.
Furthermore, the lattice constant (a) for face-centered cubic
crystals was calculated using the following expression:*>

4a?

2
Sin*¢ = (’\—) K+ +1)

where the Miller indices are represented by 4, k, and I. The lattice
constant of CoFe,0, nanoparticles was found to be 8.37 A. The
XRD pattern of graphite is displayed in Fig. 2(b). There was
a sharp peak at 26.5° corresponding to the graphitic structure
(002) plane and another diffraction peak at 54.7° corresponding
to the (004) plane.*?* In addition, Fig. 2(c) shows the XRD pattern
of the developed GF-TPU nanocomposites. The presence of
graphite was also detected, with a highly intense peak attributed
to the (002) and (004) planes.* However, in the case of XRD of the
developed polymer nanocomposites, the intensity of graphite
peaks was reduced, compared to the intensity of pure graphite
peaks, which is due to the interaction of the CoFe,O,

Nanoscale Adv., 2024, 6, 2149-2165 | 2151
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Fig.2 XRD pattern of (a) CoFe,O4 nanoparticles, (b) graphite, (c) all the developed GF-TPU nanocomposites; and (d) magnified XRD pattern of

all the developed GF-TPU nanocomposites.

nanoparticles with graphite in the TPU matrix. With the incor-
poration of CoFe,O, nanoparticles, there is a possibility of
hindrance in restacking of graphitic layers resulting in a reduced
intensity of the XRD peaks of graphite in the developed GF-TPU
nanocomposites. Joy et al.*® also previously reported a decrease in
the XRD intensity peak of graphene oxide after decoration with
gold nanostructures (GO-Au) into a polycaprolactone (PCL)
matrix. Furthermore, Fig. 2(d) shows the magnified XRD pattern
of the developed nanocomposites. The XRD diffraction peaks
corresponding to the (111), (220), (311), (222), (400), (422), (511),
and (440) planes were also observed in the developed nano-
composites, confirming the successful incorporation of CoFe,O,
nanoparticles. Also, the presence of TPU was detected at 23° in all
the developed nanocomposites, corresponding to the TPU's hard
segments.*”**

4.2 TEM and HRTEM study of CoFe,0, nanoparticles

Fig. 3(a) shows the TEM and HRTEM micrographs of CoFe,O,
nanoparticles. The nanoparticles were spherical like, as seen in
Fig. 3(a). The diameter of the CoFe,O, nanoparticles was measured
to be 7.3 nm on average, as shown in Fig. 3(b). The HRTEM images
of CoFe,O, nanoparticles in Fig. 3(c) show lattice fringes with
evaluated spacings between two fringes dp of 0.25 nm, 0.45 nm,

2152 | Nanoscale Adv, 2024, 6, 2149-2165

and 0.28 nm corresponding to the (311), (111), and (220) planes,
indicating good crystallinity of the nanoparticles formed.***

4.3 FE-SEM and EDAX of the nanocomposites

The surface structure, morphology, and dispersion of the fillers
within the prepared nanocomposites were evaluated using FE-
SEM. Fig. 4(a) and (b) portray the SEM micrographs of the
GF15-TPU and GF20-TPU nanocomposites, respectively. The
spherical-shaped CoFe,O, nanoparticles were distributed
throughout the TPU matrix, as seen. The presence of graphite
can be seen in the TPU matrix as well. As a result, the presence
of both fillers inside the nanocomposite was confirmed by FE-
SEM. Further the FE-SEM micrographs of GF5-TPU and
GF10-TPU nanocomposites are demonstrated in Fig. S4(a) and
(b) in the ESL.T Fig. 4(c) also shows the energy-dispersive X-ray
analysis (EDAX) of GF20-TPU, which confirmed the presence
of Co, Fe, O, and C within the nanocomposite system.

4.4 Magnetic properties of CoFe,0, nanoparticles and their
nanocomposite

Fig. 5(a) shows the magnetic hysteresis curve of the synthesized
CoFe,O, nanoparticles at room temperature in an applied

© 2024 The Author(s). Published by the Royal Society of Chemistry
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magnetic field of up to 10 kOe extracted from the VSM instrument.
The inset plot depicts a more expanded region of the M-H curve for
greater clarity on CoFe,O, nanopatrticle coercivity (H.) and rema-
nent magnetization (M,). As can be seen, the saturation magneti-
zation (M) value for CoFe,O, nanoparticles was 49.5 emu g ".
Furthermore, the coercivity (H.) value was 14.42 Oe and the
remanent magnetization (M) value was 3.9 emu g, indicating
that the nanoparticles were ferromagnetic. Fig. 5(b) also shows the

(a)

CoFe,0,
nanoparticles

CoFe,0,

@, 3
) nanoparticles

Graphite

Graphite

(a) TEM of the CoFe,O4 nanoparticles, (b) particle size distribution for CoFe,O4 nanoparticles, and (c) HRTEM of the CoFe,O4

M-H curves of the developed GF5-TPU, GF15-TPU, and GF20-TPU
nanocomposites. The inset plot in Fig. 5(b) is an enlarged view of
the nanocomposites'’ M-H curve. The magnetic parameters,
including saturation magnetization (M), coercivity (H.) and
remanent magnetization (M,), were evaluated and are presented in
Table 1. As a consequence of the incorporation of CoFe,O, nano-
particles with graphite in the TPU polymer matrix, the saturation
magnetization was decreased from 49.5 emu g ' to 4.5 emu g " for
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the GF5-TPU nanocomposite as a non-magnetic TPU matrix and
graphite doesn't contribute to the magnetization of the nano-
composites. In comparison to nanoparticles, Akyol et al.** observed
a similar decrease in saturation magnetization for polyaniline-
coated Y;Fes;0,,/NiFe,O, hybrid composites. According to the
expression Mg = ¢myg, the value of saturation magnetization M
relies mainly on the volume fraction of the ferrites, ¢, and the
saturation moment of a single particle ().* Therefore, the satu-
ration magnetization value was further improved with
increased wt% of CoFe,O, nanoparticles inside the nano-
composites up to 11.9 emu g~ *. The value of remanent magneti-
zation M, was decreased for the GF5-TPU nanocomposite with
respect to pure CoFe,O, nanoparticles.** Interestingly, increasing
the content of CoFe,O, nanoparticles in the developed nano-
composites improved remanent magnetization (M;). Furthermore,

Table 1 Saturation magnetization, coercivity, and remanent magne-
tization for CoFe,O,4 nanoparticles and nanocomposites

Sample Mg (emug™') H.(Oe) M, (emug ")
CoFe,0, nanoparticles 49.5 14.4 3.9
GF5-TPU nanocomposite 4.5 553.6 1.2
GF15-TPU 6.3 567.6 1.8
nanocomposite

GF20-TPU 11.9 588.8 3.5

nanocomposite

2154 | Nanoscale Adv.,, 2024, 6, 2149-2165
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the coercivity (H.) value of the nanocomposites increased signifi-
cantly when compared to pure CoFe,O, nanoparticles, rising from
14.4 Oe to 588.8 Oe. This can be attributed to the extra anisotropy
contributed by the polymer and enhancement in dipolar
interactions.*

4.5 EMI shielding effectiveness

EMI shielding is represented in terms of electromagnetic
interference (EMI) shielding effectiveness. It is defined as
a logarithmic term of the ratio of incident power, P;, to the
transmitted power, P, of the EM wave and is measured in
decibels (dB). The EMI shielding effectiveness can be expressed
as follows:**
SEr = -10 log%
The higher the value of total EMI shielding effectiveness (SEy),
the less the transmission of EM waves through the shielding
material. Based on Schelkunoff's theory, the total EMI shielding
effectiveness, SEr, is the contribution of the sum of shielding
effectiveness due to reflection, SEg, shielding effectiveness due to
absorption, SE, and shielding effectiveness due to multiple
reflections, SEy;, and can be represented as follows:*”

SET = SEA + SER + SEM

Remarkably, when the value of SE, > 10 dB, the effect of SEy, is
considered insignificant. This is due to the negligible amplitude
of the EM waves first reaching the second interface. The reflec-
tion and absorption diminished the multiple times reflected EM
energy.*® Therefore, SE can be expressed as follows:

SET = SEA + SER

The value of SEy, SE, and SEg can be evaluated from scat-
tering parameters extracted from the vector network analyzer
using the following expressions:

1 1
SEt =10 log (—) =10 log (—)
! O\s),? A8y

1
SER =10 logm (W)
— 211

1—8,°
SEx = 10 log,, (S—ZH)
12

where S, S12, S»1, and S,, refer to the forward reflection coef-
ficient, forward transmission coefficient, backward trans-
mission coefficient, and reverse reflection coefficient,
respectively.

Fig. 6(a) illustrates the plot of SEr for different compositions
of the developed TPU-based nanocomposites having 5 mm

© 2024 The Author(s). Published by the Royal Society of Chemistry
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thickness in the 8.2-12.4 GHz frequency range. It can be
observed that the GF15-TPU nanocomposite exhibited a value
reaching up to 41.5 dB. The maximum value of SEr was 17.5 dB,
26.9 dB, 41.5 dB, and 41.2 dB for GF5-TPU, GF10-TPU, GF15-
TPU, and GF20-TPU, respectively. It was noticed that the value
of SErwas varied with the variation in the loading wt% of cobalt
ferrite nanoparticles and graphite fillers inside the TPU nano-
composites. It can be noticed that the combination of CoFe,0,
nanoparticles and graphite in the TPU matrix has provided the
improved value of maximum shielding effectiveness of the
nanocomposites. The GF5-TPU nanocomposites displayed the
lowest EMI shielding performance among all the developed
nanocomposites; however, GF15-TPU showed the highest EMI
shielding performance associated with synergistic enhance-
ment. The enhancement in the value of SE; with the increase
in wt% of CoFe,0, nanoparticles inside the nanocomposites
directs towards the enhancement in the losses due to absorp-
tion and multiple reflections of EM waves.* In addition, in the
case of sample GF20-TPU, the value of SEr was noticed to be
slightly declined with a further increase in wt% of CoFe,O,
nanoparticles inside the nanocomposites. Fig. S5 in the ESIT file
displays the SEy, SE,, and SEr for the developed nano-
composites with 4 mm thickness as a function of frequency. A
similar trend was noticed for the enhancement in the EMI
shielding effectiveness value for the developed nanocomposites
with 4 mm thickness. Since the EMI shielding = 20 dB corre-
sponds to 99% attenuation of EM wave radiation, it is suitable
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for commercial applications.*® Considering this, the shielding
efficiency was evaluated by using the following expression:**

Shielding efficiency (%) = 100 — x 100

SE

1010

Remarkably, the GF15-TPU nanocomposite possessed up to
99.993% shielding efficiency, signifying only 0.007% trans-
mission of EM waves. To understand further clearly the EMI
shielding mechanism, shielding due to absorption SE, was also
evaluated for different compositions and is represented in
Fig. 6(b). The value of SE, was 13.9 dB, 22.7 dB, 38.1 dB, and
33.9 dB for GF5-TPU, GF10-TPU, GF15-TPU, and GF20-TPU,
respectively. It can be noticed that the GF15-TPU nano-
composite exhibited the value of SE, significantly enhanced up
to 38.1 dB. Further, the value of shielding due to reflection, SEg,
from Fig. 6(c) was 5.9 dB, 5.6 dB, 3.8 dB, and 9 dB for GF5-TPU,
GF10-TPU, GF15-TPU, and GF20-TPU, respectively. This
concludes that shielding due to reflection (SEg) had less
contribution to the total EMI shielding (SEy) of the prepared
nanocomposites. Furthermore, Fig. 7(a) depicts the comparison
plot of SE,, SEg and SEr for all the developed nanocomposites.

To study the EMI shielding mechanism, the reflection coef-
ficient (R), transmission coefficient (7) and absorption coeffi-
cient (A), which describe a material's capacity to reflect, absorb,
and transmit microwaves, were evaluated for the developed
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Fig. 6 EMI (a) total shielding effectiveness, SEt, (b) shielding due to absorption, SE,, and (c) shielding due to reflection SEg as a function of

frequency in the X-band range for the developed nanocomposites.
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GF15-TPU nanocomposite using the following expression from
the scattering parameters extracted from VNA:**

R=|Sy|> =[Sl
T =[Sl =[S

A=1-R-T

Although certain researchers have reported the EMI shield-
ing mechanism based on SE, and SEg, it is still worth noting
that only a comparison of the SEg and SE, values is insufficient
to infer the shielding mechanism.”® Fig. 7(b) illustrates the plot
of R, A and T for the developed GF15-TPU nanocomposite. It
was noticed that the GF15-TPU nanocomposite exhibits higher
values of reflection coefficient (R) than absorption coefficient
(4). However, from 8.2 GHz to 8.9 GHz, an enhancement in the
value of the absorption coefficient (from 0.40 to 0.46) along with
a decline in the reflection coefficient (R) (from 0.59 to 0.53) was
noticed. Further, at a frequency of 10.7 GHz, the value of
absorption reached the highest value of 0.48 while the reflection
coefficient was reduced to 0.51, thereby making an almost equal
contribution from the reflection coefficient and the absorption
coefficient. However, the value of R was always greater than that
of A over the entire frequency range. The slightly higher value of
R than A can be associated with a slight impedance mismatch
induced between the air and the nanocomposite owing to the
high conductivity of the GF15-TPU nanocomposite.”® It was

View Article Online
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SEg for the GF15-TPU nanocomposite, whereas the value of
power coefficient R was greater than that of A over the whole
frequency range. This discrepancy in results reveals that the
power coefficients are quantitative characteristics of the inci-
dent EM wave on the shielding material, whereas SE, and SEr
demonstrate the EM waves that penetrated the shielding
material.** Since reflection occurs rapidly as soon as EM waves
are incident on the EMI shielding material, it is possible that at
that stage, the EMI shielding mechanism was reflection-
dominant; however, once the EM waves penetrated inside the
EMI shielding material, the EMI shielding mechanism becomes
absorption-dominant.>

In addition, the effective absorption (A.¢), which signifies the
quantity of power absorbed by the shielding material, was also
investigated. The effective absorption (A.) percentage can be
evaluated using the following equation:*

(1-R-T)

A = 0" g)

x 100

Fig. 7(c) represents the variation of A.s (%) of all the nano-
composites with frequency. Remarkably, the GF15-TPU nano-
composite displayed the highest 99.8% effective absorption
efficiency.

P. L. Rathi et al.*® fabricated triphasic composite films with
Sn, ,Fe, gO4—graphite in PVDF possessing different percentages
of conducting and magnetic components and reported EMI
shielding effectiveness up to 30 dB in the 8-12 GHz frequency

. . range. Further, PVDF/CoFe,O,@CNTs composites were
noticed that the values of SE, were much higher than those of & ’ f 204@ P
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Table 2 EMI shielding performance of some of the nanocomposites reported in the literature

S. no. Nanocomposite SEr (dB) Frequency (GHz) Reference
1 Sny ,Fe, sO,—graphite-PVDF nanocomposite films 30 dB 8-12 GHz 56
2 PVDF/CoFe,0,@CNTs composites 12.68 dB 8-18 GHz 57
3 GMT/PEFP/GNP composites 33.8dB 8-12 GHz 58
4 Graphite flake (GF)-multi-walled carbon nanotube (MWCNT)-polycarbonate (PC) nanocomposite 35 dB 8-12 GHz 59
5 Graphite-reinforced polypropylene (PGP) composites 10.30 dB 8-12 GHz 60
6 CoFe,0,-graphite-TPU nanocomposites 41.5dB 8-12 GHz This work

developed by Kazmi et al.’” with an EMI shielding of 12.68 dB
for 7 wt% CFO@CNTs hybrids in a PVDF matrix in the 8-18 GHz
frequency range. Furthermore, Ma et al.*® demonstrated an EMI
shielding effectiveness of 33.8 dB in the X-band frequency range
for glass fiber mat reinforced thermoplastics (GMT)/
polyacrylate expandable foam particles (PEFP)/graphite nano-
platelet (GNP) composites. Pradhan et al.>® reported the devel-
opment of polycarbonate (PC) based nanocomposites with
graphite flakes (GF) and multi-walled carbon nanotubes
(MWCNT) as fillers and noticed a maximum EMI shielding of 35
dB in the X-band frequency range. Another research group,
Kaushal et al.,* developed graphite-reinforced polypropylene
(PGP) composites and displayed an EMI shielding effectiveness
value of 10.3 dB in the 8-12 GHz frequency range. Table 2
represents EMI shielding performances of developed nano-
composites as reported in the literature by other researchers.
4.5.1 Tunable EMI SE performance with variation of
thickness of nanocomposites. For further elucidating the
thickness-property relation, the EMI shielding effectiveness
with variation in the thickness of the polymer nanocomposites
was also evaluated. Fig. 8 displays the plot of SEt for the GF15-
TPU nanocomposite as a function of frequency with tuned
thicknesses of 1 mm, 2 mm, 4 mm, and 5 mm. As can be seen,
with an increase in the thickness of the polymer nano-
composite, a significant enhancement was observed from 17.5
dB to 41.5 dB. It is evident that the thickness has strongly
influenced the EMI shielding performance of the nano-
composite. The absorption mechanism, which strongly relies
on the thickness, is the dominant factor for improved EMI
shielding performance with an increase in the thickness of the

42 {=0—1 mm=0=2 mm == 4mme==_a=5mm

16 T
8G 9G

1(;G 11‘G 12;G
Frequency (Hz)
Fig. 8 The variation of SEt with tuned thickness as a function of

frequency for the developed GF15-TPU nanocomposites.

© 2024 The Author(s). Published by the Royal Society of Chemistry

nanocomposites.®* As discussed before, SEr = 20 dB is suitable
for commercial applications. Therefore, the GF15-TPU nano-
composite displayed a high value of SEr, having a thickness of 2
mm, 4 mm, and 5 mm, making it a suitable candidate for
commercial applications. It can be concluded that the EMI
shielding performance of these developed nanocomposites can
be optimized by tuning the nanocomposite's thickness.

4.6 Electromagnetic parameter study

4.6.1 Complex permittivity. For further investigating the
dependency of the noticed high EMI shielding on the electro-
magnetic parameters, the complex permittivity and perme-
ability of the developed nanocomposites were studied in detail
at room temperature in the 8.2-12.4 GHz frequency range.
Complex permittivity (¢, = ¢ — je”) plays a significant role in
determining the polarization and charge localization inside the
EMI shielding material. The real part of permittivity ¢ and
permeability u' signifies the ability to store electromagnetic
energy, whereas the imaginary part of permittivity ¢’ and
permeability u” corresponds to the attenuation ability of elec-
tromagnetic energy.*

Fig. 9(a) illustrates the variation of the real part of the
permittivity ¢ as a function of the frequency. The maximum
value of ¢ was found to be 29.8, 35.1, 61.1 and 32.7 for GF5-
TPU, GF10-TPU, GF15-TPU, and GF20-TPU nanocomposites,
respectively. Remarkably, the GF15-TPU nanocomposite was
noticed to be having a significantly larger value of ¢’ compared
to all the other nanocomposites, thus signifying the more
substantial energy storage characteristics. The enhancement in
the ¢ value with optimum concentration of CoFe,O, nano-
particles with graphite aims towards the promoting effect of
dielectric parameters. The increase in the value of ¢ is attrib-
uted to the interfaces arising between graphite and CoFe,0,
nanoparticles in the TPU polymer, which results in the accu-
mulation of polarization charges. Further, these accumulations
of charge carriers at the interfaces of CoFe,O, nanoparticles and
graphite result in an increase in the interfacial area.®® The
increase in the interfacial area will suggest an enhancement in
the energy storage capacity and further absorption character-
istics of the polymer nanocomposites.®*

Further, Fig. 9(b) illustrates the imaginary part of the
permittivity ¢” as a function of the frequency. As can be seen, the
value of ¢’ was found to be 7.9, 11.1, 35.4 and 18.0 for the
developed GF5-TPU, GF10-TPU, GF15-TPU, and GF20-TPU
nanocomposites, respectively. Incredibly, the GF15-TPU nano-
composite displayed the highest value of ¢’ accompanied with
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conductivity g, as a function of frequency for all the developed GF-TPU nanocomposites.

noticeable relaxation peaks among all the nanocomposites. The
appearance of relaxation peaks in the ¢”—f plot suggests the role
of the polarization relaxation mechanism involved in the GF15-
TPU nanocomposite.

4.6.2 Cole-Cole plots. Debye's theory of relaxation was
introduced to understand the role of relaxation mechanisms
involved in the developed nanocomposites. Based on Debye's
theory, ¢ and ¢” can be expressed as given below:*®
& — €w

=t +———
1 + (wr)

" & — €

- BT e+
1+ (wt)

we,

where ¢, is the relative dielectric permittivity at infinite
frequency, ¢, is the static dielectric permittivity, w represents
angular frequency, and t stands for the polarization relaxation
time, respectively. Further, ignoring the role of ¢ in ¢’ and the
elimination of wt, the equation between ¢ and ¢” can be
rewritten as follows:

(55w = (557
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According to the above equation, each semi-circle in the ¢”-¢’
plot signifies one Cole-Cole semicircle, which attests to a Debye
dipolar relaxation. Fig. 9(c) demonstrates the Cole-Cole plot for
the developed nanocomposites. Several multiple cumulative
semicircles were noticed for the developed nanocomposites.*®
With an increase in the concentration up to 15 wt% of CoFe,0,
nanoparticles with 35 wt% graphite inside the polymer nano-
composites, the Cole-Cole semicircles were noticed to move to
higher values in the ¢”-¢ plot, which suggests the enhancement
in the dielectric losses inside the nanocomposites.®”*® These
relaxations might originate due to the presence of CoFe,O,
nanoparticles and graphite and their interfacial polarization
inside the polymer nanocomposites.*

4.6.3 Electrical conductivity. Notably, the value of ¢ has
a strong dependence on electrical conductivity according to the
following equation:*®

" Tac

&= 27'Cf80

where o, stands for the electrical conductivity, ¢, is the absolute
permittivity of the vacuum, and f denotes the frequency of the
EM waves. Fig. 9(d) demonstrates the variation in electrical
conductivity o,. as a function of frequency. As can be seen, the

© 2024 The Author(s). Published by the Royal Society of Chemistry
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maximum value of o,. was 0.03Scm™*, 0.07Scm™,0.2Scm™?,
and 0.08 S cm™* for the GF5-TPU, GF10-TPU, GF15-TPU, and
GF20-TPU nanocomposites, respectively. The value of g,. was
noted to be highest for the GF15-TPU nanocomposite which
possessed 15 wt% CoFe,0, nanoparticles and 35 wt% graphite.
It was noticed that with a further increase in the wt% of
CoFe,0, nanoparticles and, consequently, a decrease in
the wt% of graphite in the nanocomposite, the value of o,
didn't increase which can be associated with developing
a percolation network at the optimum wt% for the GF15-TPU
nanocomposite.”®”* As the concentration of CoFe,O, was
further increased, there might be a decrease in the formation of
conducting channels owing to the reduction of the graphite
particles.”” Due to the high concentration of CoFe,O, nano-
particles inside the TPU matrix, the separation between the
graphite particles might increase. Furthermore, cluster forma-
tion of CoFe,0, nanoparticles at specific points might also have
led to the increase in the spacing between graphite, which was
responsible for interrupting the conductive network. Therefore,
the value of conductivity was reduced at higher fraction loading
of CoFe,0,4 nanoparticles.””*

4.6.4 Complex permeability. The real part of the perme-
ability 4/ and the imaginary part of permeability u” of the
developed nanocomposites have been analyzed at room
temperature, to assess the EM wave absorbing performances as
a function of frequency as displayed in Fig. 10(a) and (b). The
maximum value of x’ from Fig. 10(a) was 0.82, 0.86, 0.86, and
0.80 for the GF5-TPU, GF10-TPU, GF15-TPU, and GF20-TPU
nanocomposites, respectively. Comparatively, there was an
improvement in the value of y' with an increase in the
loading wt% of CoFe,O, nanoparticles inside the nano-
composites. A slight drop in the value of u' was noticed for the
GF20-TPU nanocomposite, which can be due to the slight shift
in the resonance frequency to a lower frequency with the
increase in the content (wt%) of CoFe,0, nanoparticles inside
the nanocomposites.” Verma et al.”® also noticed a decrease in
the value of u’ with high content of Ni;_,Zn,Fe,0, in ferrite-
epoxy composite films in the X-band frequency range. Further,
the maximum value of the imaginary part of permeability u” as
depicted in Fig. 10(b) was 0.13, 0.14, 0.23, and 0.21 for the GF5-
TPU, GF10-TPU, GF15-TPU, and GF20-TPU nanocomposites,
respectively. The permeability dissipation originates as
a consequence of the delay between the magnetization and the
applied alternating field. It is worth noticing that the value of u”
was enhanced significantly and found to be highest for the
GF15-TPU nanocomposite. Moreover, several resonance peaks
were also noticed which is attributed to the magnetic loss inside
the polymer nanocomposites. In general, magnetic losses
originate from natural resonance, exchange resonance and eddy
current loss.*

4.6.5 Dielectric and magnetic losses. The degree of dielec-
tric loss (tan 6, = ¢”/¢') and magnetic loss (tan ¢, = u"/u’) was
also evaluated and plotted as a function of frequency in
Fig. 10(c) and (d). The maximum value of tan d, from Fig. 10(c)
was 0.26, 0.32, 0.61, and 0.56 for the GF5-TPU, GF10-TPU,
GF15-TPU, and GF20-TPU nanocomposites, respectively. The
ability of a material to convert stored energy into heat, or the

© 2024 The Author(s). Published by the Royal Society of Chemistry
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extent to which an electrical field may penetrate in the material,
is demonstrated by the dielectric loss tangent.

Incredibly the GF15-TPU nanocomposite demonstrated the
highest dielectric loss among all the developed nano-
composites. The higher value of losses arises due to the pres-
ence of two distinct phases in the composite system.”®
According to the free electron theory, the enhanced conductivity
of the nanocomposite can also significantly improve the EM
loss capacity inside the nanocomposites.”” In addition, the
presence of graphite can introduce interfaces between CoFe,0,
nanoparticles and graphite led to the accumulation of charge
and therefore it enhanced the EM wave dissipation ability.
Moreover, the noticeable relaxation peaks in the case of the
GF15-TPU nanocomposite also contribute to the EM wave
absorption inside the nanocomposite.

Further, the value of tan ¢, from Fig. 10(d) was noticed to be
varied with varying wt% of CoFe,0O,4 nanoparticles and graphite
inside the matrix. The polymer nanocomposite with CoFe,O,
nanoparticles-graphite wt% of 15/35 exhibited the highest
value of magnetic loss compared with the other wt% of all the
nanocomposites. The enhanced values of the dielectric and
magnetic losses of the GF15-TPU nanocomposite further
enhanced the shielding due to absorption in this nano-
composite.”®”® The synergistic effect of dielectric loss and
magnetic loss ensures that the GF15-TPU nanocomposite
exhibits high EM wave shielding performance.®>*

The magnetic loss of the EM wave absorbing material is
attributed to hysteresis losses, eddy current loss, natural reso-
nance, and domain-wall resonance.®> However, hysteresis loss
and domain wall resonance mostly appear at the low frequency
range (MHz) and therefore can be considered negligible in the
GHz range.®* Moreover, the high value of tan 6, compared to tan
0, signifies the predominant dielectric loss in the developed
nanocomposites.

4.6.6 Eddy current loss. The influence of eddy current los-
ses on the magnetic losses was also assessed using the following
expression:*®

Co=w'w) !

According to the above equation, if the magnetic loss is
derived only due to eddy current, then the plot of C, remains
unchanged with a change in frequency. However, if the value of
C, is noticed to vary with the frequency, then the magnetic loss
might be due to natural resonance and exchange resonance.*
Fig. 11(a) demonstrates the correlative plot between C, and
frequency for all the developed nanocomposites. It was noticed
that the value of C, remained nearly stable in the frequency
range from 8.5 GHz to 8.8 GHz, then from 9.9 to 10.1 GHz,
further 11.1 to 11.5 GHz, and furthermore from 11.8 GHz to 12.3
GHz for the developed nanocomposites. In addition, some
fluctuation peaks can also be noticed for the developed nano-
composites, which are consistent with the previously reported
work.® In general, natural resonance peaks are seen in the
frequency range of 2-10 GHz, and exchange resonance peaks
arise in the frequency range of 10-18 GHz.*>*® Therefore, it can
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(a) The real part of the permeability u’, (b) the imaginary part of permeability u”, (c) dielectric loss, tan ¢,, and (d) magnetic loss, tan é,, as

a function of the frequency for all the developed GF-TPU nanocomposites.

be concluded that the magnetic losses might be a contribution
from the eddy current loss, natural resonance, and exchange
resonance.

4.6.7 Skin depth. Skin depth (9) is the distance an electro-
magnetic wave travels before degrading by 1/e, or 37% of the
value on the surface. It can be calculated using the following
expression:*®

1
Vuaf

where u, denotes the permeability of the material, ¢ indicates
electrical conductivity (S m™") and f (Hz) is the frequency. Skin
depth (0) is an important aspect that must be taken into
consideration when selecting the shielding material's thick-
ness. The material will not be suitable for EMI shielding if the
thickness of the shielding material is less than the skin depth of
the material owing to the reflection of the incoming EM waves
from the shielding material surface rather than absorption.*”
Fig. 11(b) illustrates the variation of ¢ as a function of frequency
for all the developed nanocomposites. As can be seen, the value
of skin depth () decreases with an increase in the frequency
from 6.07 pm to 5.0 um, 5.8 um to 3.0 pm, 2.9 pum to 1.9 um and
4.5 pum to 2.9 um, for the GF5-TPU, GF10-TPU, GF15-TPU and

5=
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GF25-TPU, respectively. Interestingly, the GF15-TPU nano-
composite possessed the lowest skin depth among all the
developed nanocomposites.

4.6.8 Impedance matching and attenuation constant.
Impedance matching and attenuation constant are the two
prerequisite factors regulating the EM wave absorption prop-
erties of an EMI shielding material. The impedance matching
coefficient assesses the absorption of the EM waves inside the
polymer nanocomposites instead of just reflection from the
surface and can be evaluated using the following expression:**

Z = \/r/fr = \/<H/2 + M/Q)/\/(s’z —+ g”2>

where Z denotes the impedance matching coefficient. Fig. 11(c)
represents the plot of Z versus frequency for all the developed
nanocomposites. The value of the impedance matching coeffi-
cient was observed to be in the range of 0.11-0.16 for the
developed nanocomposites. The GF15-TPU nanocomposite was
noticed to possess the lowest impedance matching coefficient.
On considering the ideal impedance match value, which is close
to 1, the impedance matching was observed to be matching at
low wt% of CoFe,O, nanoparticles and gradually mismatched at
higher content (wt%) of CoFe,O, nanoparticles except for the

© 2024 The Author(s). Published by the Royal Society of Chemistry
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GF20-TPU nanocomposite. Though the value of Z was highest
for the GF5-TPU nanocomposite, the EMI shielding perfor-
mance for the GF5-TPU nanocomposite is not the best.
However, impedance matching is not the only factor behind the
nanocomposites’ superior EMI shielding performance. The
attenuation constant is utilized to analyze the energy conver-
sion rate, which establishes the capacity for attenuation of EMI
shielding materials. When an EM wave is incident on the
shielding material, then the magnitude and the phase of the EM
wave decrease exponentially according to the following
expression:*

Y = Viopo
where v denotes the propagation factor, w represents angular
frequency, v in the above expression is a complex number, and
the real part of it is called the attenuation constant ().
Considering this, the attenuation constant was evaluated for all

the developed nanocomposites as a function of frequency using
the following expression:*

V2rf

c

\/(Mneu - H/S/) + \/(Hueu - H/S/)z + (SIMH + euur)z

Fig. 11(d) demonstrates the plot of attenuation constant as
a function of frequency for all the developed nanocomposites.
The GF15-TPU nanocomposite was spotted to possess the

© 2024 The Author(s). Published by the Royal Society of Chemistry

highest value of the attenuation constant among all the devel-
oped nanocomposites and therefore revealed high dielectric
and magnetic loss capabilities. The impedance mismatching
and high attenuation constant are due to much higher
permittivity as compared with the permeability of the GF15-
TPU nanocomposite. Otherwise, if the absorbing material's
attenuation capacity is insufficient, the forward wave will not
attenuate entirely and can transmit right through it. The poor
impedance matching and high attenuation constant for the
GF15-TPU nanocomposite confirm that the EM waves are more
likely to be reflected, but then they can be successfully dissi-
pated once they have entered the interior of the nanocomposite.
Chen et al.*® also observed the low impedance matching and
high attenuation constant for Ti;C,T,/Fe;0, with an optimized
EMI shielding performance. Similar findings support the
hypothesis that, in contrast to impedance matching, the larger
attenuation constant may play a key part in EMI shielding.®***

A putative electromagnetic interference shielding mecha-
nism behind the superior EMI shielding effectiveness based on
the overall results and analysis is demonstrated in Fig. 12. In
accordance with transmission line theory, as EM waves strike
the EMI shielding material, due to the impedance mismatch at
the sample-air interface, some of them are reflected, while
others are absorbed and the remaining get transmitted.
Generally, the improved EM shielding behavior is owing to the
synergetic dielectric and magnetic losses between the fillers in

Nanoscale Adv., 2024, 6, 2149-2165 | 2161
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the polymer composite. The presence of heterogeneous inter-
faces and numerous defects in CoFe,O, nanoparticles and
graphite serves as dipole or scattering centers inside the
nanocomposite in the presence of the EM field.®> The existence
of defects and multiple interfaces by formation of
microcapacitor-like  structures promoted a significantly
enhanced dipolar polarization and interfacial polarization
inside the nanocomposite and promoted EM wave attenua-
tion.” The structure of the nanocomposite provided a contin-
uous conductive network, due to the presence of an optimum
amount of graphite. Conduction loss was enhanced due to the
hopping of electrons through defects by absorbing EM waves
resulting in the facilitation of electron migration inside the
nanocomposite.®®” The alternate EM field led to the charge
accumulation at the interface of conductive graphite, and
CoFe,0,4 nanoparticles occurred in the TPU matrix and further
enhanced the interfacial polarization loss and improvement in
EMI shielding performance. The introduction of magnetic
CoFe,0,4 nanoparticles can influence the magnetic losses which
are associated with the natural resonance, exchange resonance,
and eddy current loss, which are crucial components in
enhancing EM wave absorption.””*® Further, the conducting
channel of graphite and existence of magnetic filler CoFe,0,
nanoparticles results in multiple internal reflections, scattering
of residual EM waves, and absorption inside the nanocomposite
sheet which prolongs the path length of the propagation of EM
waves, therefore resulting in the attenuation of EM waves to
a great extent.”'%* The large electrical conductivity differences
between TPU and fillers, such as graphite and CoFe,O, nano-
particles, result in a considerable improvement in the attenu-
ation constant.’ Overall, the synergic dielectric and magnetic
losses, dipole and interfacial polarization, conduction loss,
eddy current loss, natural resonance, and high attenuation
constant play a significant role in the absorption of incoming
EM waves and enhancement of EMI shielding properties.

2162 | Nanoscale Adv., 2024, 6, 2149-2165

5. Conclusion

This study evaluated an optimized polymer nanocomposite
composed of an appropriate concentration of graphite and
CoFe,0,4 nanoparticles in the TPU matrix. In this work, various
nanocomposites with different wt% of CoFe,O, nanoparticles
and graphite in the TPU matrix using the melt-mixing approach
were successfully designed. The structural, morphological, and
magnetic characteristics of the CoFe,O, nanoparticles and the
nanocomposites were evaluated in detail. Benefiting from the
optimum amount of electrical filler graphite and magnetic filler
CoFe,0, nanoparticles, the developed polymer nanocomposite
with 35 wt% graphite and 15 wt% CoFe,O, nanoparticles in the
TPU matrix designated as GF15-TPU demonstrated the highest
EMI shielding performance of 41.5 dB possessing 99.993%
shielding efficiency among all the developed nanocomposites.
The variation of SEr as a function of frequency with tuned
thickness for 1 mm, 2 mm, 4 mm and 5 mm for the developed
GF15-TPU nanocomposites is also investigated and was found
to vary from 17.5 dB to 41.5 dB. The enhanced EMI shielding of
the GF15-TPU nanocomposite is attributed to the improved
absorption and less reflections of EM waves inside the nano-
composite system owing to the synergic dielectric and magnetic
losses, eddy current loss, high attenuation, interfacial polari-
zations, and multiple scattering. This simpler, straight-forward,
economical, and innovative report based on the optimized wt%
of graphite and CoFe,O, nanoparticles in the TPU matrix
demonstrates superior EMI shielding characteristics and can be
anticipated for commercial applications.
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