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Correlating critical behaviour and the
magnetocaloric effect in Fe–Hf–Zr–B–Cu
metallic glasses

Anjana Vinod,abc D. Arvindha Babu,d Manivel Raja Muthuvel,d S. Srinathe and
W. Madhuri *f

This research is a systematic experimental investigation of the structural and magnetic properties of a

series of Fe88�xHfxZr7B4Cu1 (x = 2 & 4) metallic glass ribbons, with a particular emphasis on their

magnetocaloric effect (MCE) and magnetic phase transition (MPT) behaviour. Utilizing the Kouvel–Fisher

method, critical isotherm analysis, and modified Arrott plots, the critical exponents (b, g, d) are estimated

to be in close agreement with the 3D-Heisenberg model. Using the Maxwell thermodynamic relation,

we determined the maximal isothermal entropy change (�DSM) for the Fe88�xHfxZr7B4Cu1 (x = 2 & 4)

ribbons. The Fe86Hf2Zr7B4Cu1 ribbons display an RCP of approximately 61.23 J kg�1 at a Curie transition

temperature of 298 K, while the Fe84Hf4Zr7B4Cu1 ribbons exhibit an RCP of 33.0 J kg�1 at a Curie

transition temperature of 312 K under a magnetic field of m0H = 2.5 T. This paves the way for the

development of innovative magnetic refrigerants that are specific to efficient active cooling technologies

near room temperature.

1. Introduction

The concept of sustainable development is a paradigmatic that
seeks to reconcile the needs of contemporary societies with the
imperative of safeguarding the planet’s resources for future
generations.1 This comprehensive strategy integrates economic,
social, and environmental factors to emphasize long-term har-
mony and balance.2 By taking a comprehensive approach, sus-
tainable development provides a framework for tackling the
complex relationships that exist between economic growth, envir-
onmental friendliness, and human well-being.3 Making the tran-
sition to renewable energy sources is one of the most crucial
things one can do for sustainable development.4 Finding cleaner
and more sustainable ways to power our planet is becoming
increasingly crucial as the present world deals with the challenges
of climate change and the depletion of fossil resources.5,6 One can

lessen our environmental effects and build a more sustainable
future for everybody if the shift is made.7 The global community is
currently exploring methods to mitigate its environmental impact,
but refrigeration is frequently disregarded.8 Traditional cooling
methods are dependent on refrigerants that lead to climate
change; however, there is a promising alternative on the horizon:
magnetic refrigeration.9,10 Using magnetic materials to cool, this
innovative technology eliminates the necessity for harmful
refrigerants.11,12 By implementing magnetic refrigeration, one
can establish a cooling system that is more environmentally
benign and sustainable, thereby benefiting both humans and the
environment.13,14

Amorphous metallic alloys, which are also referred to as
metallic glasses, are a category of materials that are distin-
guished by the absence of long-range order in the atomic
structure.15,16 These alloys are typically made up of two or more
metals, such as iron, cobalt, and nickel, that are rapidly cooled
from a molten state at a rate that prevents crystallization. A
glass-like structure with distinctive properties is produced by
this rapid quenching process.17 The magnetic characteristics of
amorphous alloys significantly contrast with those of crystal-
line materials.18 Amorphous magnetic alloys demonstrate
improved permeability, lowered coercivity, and elevated elec-
trical resistivity.19,20 The unusual features stem from the
absence of long-range order in the atomic structure of amor-
phous alloys, resulting in distinctive magnetic behaviour.21 The
distinctive characteristics of amorphous alloys have resulted in
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their extensive utilisation across several technological
applications.16,22 This encompasses the advancement of high-
efficiency transformers, power electronics, high-performance
gadgets, sophisticated telecommunication equipment, and sen-
sors. Moreover, amorphous alloys have been investigated for
their possible application in magnetic refrigeration, a techni-
que that provides a more sustainable and efficient alternative to
conventional cooling methods.23,24

The operation of magnetic refrigeration systems is based on
a fundamental phenomenon known as the magnetocaloric
effect (MCE).25–27 A material’s reversible temperature change
in response to a fluctuating magnetic field is what defines this
effect.28,29 Several thermodynamic metrics, such as the relative
cooling power (RCP), the adiabatic temperature change (DTad),
and the isothermal entropy change (�DSM), can be used to
quantify the MCE.30 These variables are crucial indicators for
assessing a material’s magnetocaloric characteristics and max-
imizing its performance in magnetic refrigeration applications.
A viable substitute for conventional vapor-compression refrig-
eration methods has been made possible by the development of
magnetic refrigeration.31 Environmental issues can be reduced
by using magnetic refrigeration systems that use the magneto-
caloric effect instead of refrigerants.32 It’s interesting to note
that, in comparison to crystalline materials, a few amorphous
magnetic metal alloys have been exhibiting a stronger magne-
tocaloric effect close to their ordering temperature.33

Large thermal and magnetic hysteresis are two major dis-
advantages of traditional materials used for magnetic refrigera-
tion. As a result, researchers are currently investigating various
materials, such as amorphous alloys, which exhibit a second-
order magnetic transition.34 The Fe–Zr–B–Cu alloy has been
recognised as a viable material for magnetic refrigeration
applications owing to its adjustable TC close to ambient
temperature.21,35,36 An extensive examination of this alloy’s
characteristics demonstrates a significant MCE, elevated elec-
trical resistivity, and reduced hysteresis loss, rendering it a
compelling option for effective heat transmission and little
energy loss.37 These alloys are perfect for magnetic refrigeration
because of their exceptional magnetic entropy fluctuation and
stability across a broad temperature range.38 Through the
examination of this transition, researchers can clarify the
spatial dimensionality, interaction range, and symmetry of
the order parameters inside the system. Moreover, the pivotal
phase transition zone demonstrates power-law behaviour, indi-
cating the system’s scaling characteristics.

The structural, thermal, magnetic, and magnetocaloric char-
acteristics of hafnium-substituted Fe–Zr–B–Cu ribbons are
thoroughly investigated in the present study. The choice of this
alloy system was motivated by the need to enhance the thermal
stability and magnetic performance of Fe-based amorphous
and nanocrystalline ribbons, which are promising candidates
for environmentally friendly magnetic refrigeration technolo-
gies. The introduction of Hf is expected to influence the glass-
forming ability, refine the microstructure, and tune the
magnetic interactions, thereby improving the magnetocaloric
response. To analyse the behaviour of these materials close to

the magnetic phase transition, intensive scaling investigations
were carried out utilising the Arrott plot, Kouvel–Fisher plot,
and critical isotherms. The results confirm the second-order
nature of the phase transition and yield reliable critical expo-
nents consistent with universal class behaviour, while also
revealing that Hf substitution enhances both the magnetic
ordering and the magnetocaloric effect. These findings demon-
strate the potential of Hf-modified Fe–Zr–B–Cu ribbons as
efficient candidates for solid-state cooling applications.

2. Methods
2.1 Sample preparation

Fe88�xHfxZr7B4Cu1 (x = 2 & 4) metallic glass alloys were synthe-
sized using the vacuum arc melting (Buhler MAM1) technique.
High-purity constituent elements (499.9%) were fused in a water-
cooled copper crucible in an argon environment. The ingots were
inverted and re-melted four times to enhance uniformity. Rapid
solidification was subsequently accomplished utilizing single
roller melt-spinning apparatus functioning in a pure argon atmo-
sphere. The melt-spinning process was optimized with the follow-
ing parameters: a wheel surface velocity of 50 m s�1, an ejection
overpressure of 10�3 bar, and a nozzle-wheel with a defined
separation of 2.5 mm. This optimization led to the production
of ductile ribbons with thicknesses of 0.030–0.040 mm and widths
of 2–3 mm.

2.2 Characterization techniques

A Pan-analytical X-ray powder diffractometer with a Cu Ka
source (l = 1.5406 Å) was employed to conduct X-ray diffraction
(XRD) characterization on all samples to verify phase purity. In
order to determine the presence of any crystalline phases, the
diffraction patterns were obtained within a suitable 2y range of
201–801. The amorphous character and glass-forming ability
(GFA) of the samples under investigation were evaluated using
differential scanning calorimetry (DSC) on a TA Instruments,
Discovery SDT 650 device. In a temperature range of 573–
1573 K, DSC readings were conducted in an argon atmosphere
at a constant heating rate of 20 K min�1. The magnetic field
dependence of magnetization (M–H curves) was examined
using a KLA MicroSense EZ11 vibrating sample magnetometer
(VSM). Measurements were conducted under isothermal con-
ditions from 277 to 333 K using magnetic fields of up to 2.5 T.

3. Results and discussion
3.1 X-ray diffraction

The structural properties of the Fe88�xHfxZr7B4Cu1 (x = 2 & 4)
ribbons are revealed by the X-ray diffraction (XRD) pattern
shown in Fig. 1(a). The pattern is notable for having large,
low-intensity diffraction peaks in the 401–501 2y region, which
is characteristic of amorphous materials. According to earlier
research,39,40 a noticeable diffraction peak is seen at 2y = 451,
which is the typical peak of Fe-based alloys. The existence of
this peak suggests a partially crystalline component, which is

Paper Materials Advances

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 0

3 
O

ct
ob

er
 2

02
5.

 D
ow

nl
oa

de
d 

on
 2

/1
0/

20
26

 2
:0

8:
27

 A
M

. 
 T

hi
s 

ar
tic

le
 is

 li
ce

ns
ed

 u
nd

er
 a

 C
re

at
iv

e 
C

om
m

on
s 

A
ttr

ib
ut

io
n-

N
on

C
om

m
er

ci
al

 3
.0

 U
np

or
te

d 
L

ic
en

ce
.

View Article Online

http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d5ma00922g


© 2025 The Author(s). Published by the Royal Society of Chemistry Mater. Adv., 2025, 6, 9505–9515 |  9507

probably due to the intrinsic characteristics of the alloy.41

Nonetheless, it appears from the prominent broad peaks that
the Fe88�xHfxZr7B4Cu1 (x = 2 & 4) ribbons are mostly amor-
phous. The synthesis procedure effectively produced an amor-
phous Fe-based alloy with few crystalline phases, which is
essential for maximizing its mechanical and magnetic proper-
ties, according to the combined XRD data.

3.2 Differential scanning analysis

The thermal characteristics of the Fe88�xHfxZr7B4Cu1 (x = 2 & 4)
ribbons have been examined by differential scanning calorimetry
(DSC). The curves illustrated in Fig. 1(b) and (c) convey essential
data on the liquidus temperature (Tl) and the initial crystallisation
temperature (Tx).42 The GFA parameter a is calculated using eqn (1).

a ¼ Tx

Tl
(1)

The thermodynamic parameter PHSS, recently introduced as a
criterion for evaluating the glass-forming ability (GFA) of metallic
glasses, was computed for Fe88�xHfxZr7B4Cu1 (x = 2 & 4) ribbons
using eqn (2).

PHSS ¼ DHChem DSC

R

� �
DSs

kB

� �
(2)

where DHChem represents the enthalpy of chemical mixing, DSs
indicates the mismatch entropy, DSC denotes the configurational
entropy, kB is the Boltzmann constant, and R is the universal gas
constant.43,44 The calculated values of a and PHSS were determined
and presented in Table 1. These values yield significant insights
into the GFA of the Fe88�xHfxZr7B4Cu1 (x = 2 & 4) ribbons,
facilitating a thorough comprehension of the thermodynamic
and kinetic processes that dictate their GFA. The systematic
increase in the a parameter with hafnium concentration implies

a heightened degree of amorphicity in the material. Furthermore,
the observed decrease in PHSS values with increasing hafnium
content (2–4 at%) in the Fe88�xHfxZr7B4Cu1 (x = 2 & 4) ribbons
suggests an enhancement of glass-forming ability, resulting in
more amorphous ribbons.45 By elucidating the correlations
between these parameters and the GFA, this study contributes
to the development of a more robust framework for designing and
optimizing metallic glasses with tailored properties.

3.3 Magnetic properties

Fig. 2(a) and (b) present the temperature-dependent magneti-
sation curves for the Fe88�xHfxZr7B4Cu1 (x = 2 & 4) ribbons,
measured at an applied magnetic field of 100 Oe. Notably, the
M–T curve exhibits a single, sharp magnetic transition from
paramagnetic (PM) to ferromagnetic (FM) behaviour upon cool-
ing. This transition is characterized by a distinct drop in
magnetization, indicating the onset of paramagnetic ordering.
To determine the Curie transition temperature (TC), we ana-

lyzed the derivative
dM

dT
curves (inset, Fig. 2(a) and (b)), identi-

fying the critical point at TC = 298 K and 312 K for the
Fe86Hf2Zr7B4Cu1 and Fe84Hf4Zr7B4Cu1 ribbons, respectively.

The magnetic susceptibility of the paramagnetic phase
follows the Curie–Weiss law, demonstrating a temperature-
dependent relationship expressed as

wðTÞ ¼ C

ðT � yÞ (3)

where C is the Curie constant and y is the Curie–Weiss
temperature. The right side of Fig. 2(a) and (b) demonstrates
that the inverse magnetic susceptibility (1/w) against the tem-
perature curve is precisely matched by the Curie–Weiss model,
thereby validating this law. A fit to the experimental data yields
C = 0.127 emu K mol�1, y = 300.7 K and an effective magnetic
moment (meff) of 1.01mB for the Fe86Hf2Zr7B4Cu1 ribbons and
C = 0.124 emu K mol�1, y = 316.6 K and an effective magnetic
moment (meff) of 0.96mB for the Fe84Hf4Zr7B4Cu1 ribbons.

The FM–PM phase transition of the Fe88�xHfxZr7B4Cu1 (x = 2
& 4) ribbons was examined in relation to the magnetic field
dependency of the initial magnetization, M(H). Fig. 3(a) and

Fig. 1 (a) XRD of Fe86Hf2Zr7B4Cu1 and Fe84Hf4Zr7B4Cu1 ribbons and (b) and (c) DSC of Fe86Hf2Zr7B4Cu1 and Fe84Hf4Zr7B4Cu1 ribbons.

Table 1 Thermal properties of Fe88�xHfxZr7B4Cu1 (x = 2 & 4) ribbons

Compositions Tx (K) Tl (K) a DHchem
DSs

kB

DSc

R

PHSS

(kJ mol�1)

Fe86Hf2Zr7B4Cu1 840.76 1592.61 0.53 �13.01 0.10 0.568 �0.755
Fe84Hf4Zr7B4Cu1 876.88 1580.30 0.55 �14.02 0.09 0.636 �0.883
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4(a) depict the M–H curves recorded at temperatures between
277 K and 333 K, under magnetic fields of 0–2.5 T. The curves
demonstrate a pronounced rise in magnetization at low fields,
subsequently reaching saturation at high fields, which aligns with
ferromagnetic characteristics. The M–H response is ascribed to
the material’s magnetic ordering and spin alignment.46

3.4 Scaling analysis

A comprehensive analysis of the critical region surrounding the
Curie transition temperature (TC) is necessary to clarify the
nature of the ferromagnetic (FM) to paramagnetic (PM) phase
transition.47 The critical behavior in this region must be
investigated in order to gain a comprehensive understanding
of the magnetic phase transition. Nevertheless, the analysis of
critical phenomena in the vicinity of TC presents a challenge, as
the transition can be substantially influenced by the applied
magnetic field, which could potentially induce a discontinuity in
the order parameter.48 The distinction between first-order and

second-order transitions can be complicated by the field-induced
effect, which can obscure the intrinsic characteristics of the phase
transition. Consequently, it is imperative to meticulously evaluate
the magnetic field’s influence on the transition in order to
precisely ascertain the FM–PM phase transition’s nature.49

The scaling hypothesis is utilized to investigate the magnetic
phase transition by using Arrott plots and critical exponents
in order to clarify the critical behaviour of our samples near
the TC.12,50 In particular, critical exponents b, g, and d were
extracted, which offers a deeper understanding of the under-
lying physics. The ordering of the magnetic moments is char-
acterized by the exponent b, which is associated with
spontaneous magnetization (MS) just below TC. The divergence
of magnetic susceptibility is denoted by the exponent g, which
is associated with the critical magnetization isotherm at TC. In
the meantime, the magnetic response in the paramagnetic
regime is shown by the exponent d, which is associated with
the initial magnetic susceptibility just above TC. The intrinsic

Fig. 2 M–T and magnetic susceptibility, where the inset image is the derivative of the M–T of the (a) Fe86Hf2Zr7B4Cu1 and (b) Fe84Hf4Zr7B4Cu1 ribbons.

Fig. 3 (a) Isothermal curve, (b) Arrott plot, and MAPs of the (c) tricritical mean-field model, (d) 3D Heisenberg model, (e) 3D-Ising model and (f) 3-XY
model of the Fe86Hf2Zr7B4Cu1 ribbons.
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character of the ferromagnetic–paramagnetic phase transition
is revealed by examining these critical exponents, thereby
supplying valuable information regarding the underlying mag-
netic interactions and fluctuations.51

Five theoretical models can effectively describe magnetic inter-
actions in materials, each of which is distinguished by unique
critical exponents. The mean-field model (b = 0.5, g = 1.0, d = 3.0),
tri-critical mean-field model (b = 0.25, g = 1.0, d = 5.0), three-
dimensional (3D) Heisenberg model (b = 0.365, g = 1.336, d = 4.8),
three-dimensional (3D)-Ising model (b = 0.325, g = 1.24, d = 4.82)
and 3-XY (b = 0.345 and g = 1.316, d = 4.81) are among the models.52

A basic framework for comprehending the relationship between
magnetic field, magnetization, and temperature is the equation of
state, which was utilized to examine the magnetic behaviour of the
system. To establish which theoretical model best described the
magnetic interactions in our material and so provide insight into
its underlying magnetic properties, the critical exponents that were
determined empirically from the above models were compared.

H

M

� �1
g
¼ a

T � TC

T

� �
þ bðMÞ

2
b (4)

Eqn (5)–(7) of the exponent derived from M measurements
are presented below:

Ms(T) = m0(�e)b; T o TC, e o 0 (5)

w0
�1ðTÞ ¼ h0

m0

� �
ðeÞg; T 4TC; e4 0 (6)

MðHÞ ¼ DB
1
d; T ¼ TC; e ¼ 0 (7)

where e ¼ T � TCð Þ
TC

indicates the reduced temperature, w0
�1 is

the inverse zero-field susceptibility, D is the critical amplitude,
B is the applied magnetic field, Ms marks the spontaneous
magnetization, and h0 and m0 are the critical amplitude.51

3.5 Critical analysis

Furthermore, the magnetic phase transition order and the proper-
ties of these materials at the TC are examined using Landau
theory. The theoretical framework suggests that the sequence of
magnetic phase changes can be deduced from the interaction
between electron and magnetoelastic coupling. For a second-
order phase transition near TC, the Gibbs free energy (G) can be
articulated as a Taylor series expansion in relation to M

GðM;TÞ ¼ G0 þ
1

2
AðTÞM2 þ 1

4
BðTÞM4

þ 1

6
CðTÞM6 þ . . .�HM;

(8)

where the Landau coefficients A, B, and C, denote the electron
condensation energy, elastic coupling, and magnetoelastic cou-
pling, respectively. By simplifying eqn (8) by partial differentiation
and disregarding higher-order terms, the equation can be reduced
to eqn (9).

@GðM;TÞ
@M

¼ AðTÞM þ BðTÞM3 þ . . .�H (9)

At equilibrium, where the Gibbs free energy reaches its
minimum, eqn (9) simplifies to:

H

M
¼ AðTÞ þ BðTÞM2 (10)

This expression delineates a basic relationship among the
magnetic field, magnetization, and temperature, yielding

Fig. 4 (a) Isothermal curve, (b) Arrott plot, and MAPs of the (c) tricritical mean-field model, (d) 3D Heisenberg model, (e) 3D-Ising model and (f) 3-XY
model of the Fe84Hf4Zr7B4Cu1 ribbons.
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significant insights into the magnetic phase transition and the
material’s behavior near TC.53

The characteristics of the phase transition were analyzed

using eqn (10) and the Arrott plots (M2 against
H

M
curves) at

various temperatures are plotted as depicted in Fig. 3(b) and
4(b). The consistently positive slopes in these plots fulfill the
Banerjee criterion, clearly signifying a second-order magnetic
phase transition. This conclusion is substantiated by the lack of
negative slopes, which are characteristic of first-order transi-
tions. The positive slopes indicate a continuous, reversible
transition, consistent with the predictions of mean-field
theory.54

Using experimental magnetization (M) data acquired for the
compounds under study, the modified Arrott plot (MAP) ana-
lysis is used to clarify the nature of the magnetic phase
transition around the Curie transition temperature (TC). Eqn
(11) is used to build the MAP curves, which offered important
information about the phase transition properties and under-
lying magnetic interactions.51

m0H
M

� �1
g
¼ a

T � Tc

T

� �
þ bM

1
b (11)

where a and b are constants.
The MAP isotherms of M

1
b versus

H

M

� �1
g

were constructed for

Fe88�xHfxZr7B4Cu1 (x = 2 & 4) ribbons utilizing four critical
exponent models: the tricritical mean-field, 3D-Heisenberg, 3-
XY and 3D-Ising models (Fig. 3(c)–(f) and 4(c)–(f)). This study
assesses the material’s critical behaviour, elucidating its mag-
netic properties.

The identification of the optimal model for critical exponent
determination is complicated by the quasi-straight and nearly
parallel lines. This phenomenon underscores the inherent
challenges of accurately identifying critical behaviour, as the
convergent linear trends obscure the distinctions between
models.

To accurately ascertain the optimal model for the experi-
mental data, relative slope (RS) analysis was utilized, a precise
metric for assessing model fidelity at the critical juncture. The

RS is characterized by

RS ¼ SðTÞ
SðTCÞ

(12)

offering a quantitative assessment of the slope variation
between neighbouring isotherms. Through the computation
of the RS for each model, the model with the RS value closest to
one is the most suitable model for precisely characterizing the
optimal model of critical analysis.55 Given this criterion, the
3D-Heisenberg model is the most appropriate for all the
samples, as illustrated in Fig. 5(a) and (b). And the experi-
mental values are most closely aligned with the theoretical
predictions of the 3D Heisenberg model, as evidenced by the
deviation analysis of the critical exponents, which is shown in
Table S2. This implies that the magnetic interactions in the
alloys under investigation are primarily short-range and iso-
tropic in nature, which is a defining feature of the Heisenberg
universality class.

The spontaneous magnetization (MS(T)) and inverse
susceptibility (w0

�1(T)) are calculated by linear extrapolation

in the high-field regime to the intercepts with the axes M
1
b and

H

M

� �1
g
, respectively. Fig. 6(a) and (b) illustrates the MS(T) and

w0
�1(T) that resulted. The critical exponents b, g, and TC were

revised as a result of the subsequent fitting of the MS(T) and
w0
�1(T) data to eqn (5) and (6), respectively. These revised values

are summarised in Table 3.
The Kouvel–Fisher (KF) method was implemented to

enhance the critical exponents and optimise comparisons with
prior calculations. This method employs an alternative analy-
tical expression of the power law, which facilitates a more
precise determination of the critical exponents. In particular,

the KF method entails the plotting of
Ms

dMs

dT

2
64

3
75 versus T and

w0
�1

dw0
�1

dT

2
664

3
775 versus T as shown in Fig. 6(c) and (d), resulting in

straight lines with inclinations of
1

b
and

1

g
, respectively. The TC

Fig. 5 Relative slope versus temperature curve of (a) Fe86Hf2Zr7B4Cu1 and (b) Fe84Hf4Zr7B4Cu1 ribbons.
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is represented by the intercepts on the X-axis. Critical expo-
nents that are consistent with previous calculations were deter-
mined from the fitted straight lines in the KF plots.56

In addition, the third critical exponent d is directly deter-
mined from the critical isotherm M(TC,H). Fig. S1(a) and (b)
illustrates the magnetic field dependence of magnetization at
T = TC for the samples. The figure illustrates the same plot on a

log–log scale. The log(M) versus log(H) graph, as per eqn (7),

produces a straight line with a slope of
1

d
. Correspondingly,

d = 4.70 for Fe86Hf2Zr7B4Cu1 ribbons and 4.54 for
Fe84Hf4Zr7B4Cu1 ribbons, respectively.

The Widom scaling relation,57 which is defined as d ¼ 1þ g
b

,

connects the critical exponents obtained from the static scaling
analysis. This relation and the previously estimated values of g
and b obtained through the mean-field method were used to
calculate d as shown in Table 3. The results were found to be in
close agreement with the values extracted from the critical
isotherms. The consistency of the analysis is validated by the
Widom scaling relation, which also reinforces the reliability of
the critical exponents that were determined using the mean-
field method.

3.6 Magnetocaloric effect

A system’s total entropy (S) is determined by eqn (13).

S = Smagnetic + Slattice + Selectronic (13)

which combines isothermal magnetic entropy (Smagnetic), lattice
entropy (Slattice), and electronic entropy (Selectronic).58 This
approximation allows for the estimation of DS based on the
magnetization isotherms M (H, T) depicted in Fig. 7(a) and (b).
The isothermal field-induced magnetic entropy change (DSM)
from 0 to Hmax can be calculated using the following relation,
according to thermodynamic theory:

DSðT ;HÞ ¼ SMðT ;HÞ � SMðT ; 0Þ ¼
ðH
0

@s

@H

� �
T

dH (14)

Fig. 6 Spontaneous magnetisation and inverse initial susceptibility with the fitting curves of the (a) Fe86Hf2Zr7B4Cu1 and (b) Fe84Hf4Zr7B4Cu1 ribbons,
and KF plots of the (c) Fe86Hf2Zr7B4Cu1 and (d) Fe84Hf4Zr7B4Cu1 ribbons.

Table 2 Magnetocaloric properties of the Fe88�xHfxZr7B4Cu1 (x = 2 & 4)
ribbons

Compositions TC (K) �DSM (J kg�1 K�1) DTFWHM (K) RCP (J kg�1)

Fe86Hf2Zr7B4Cu1 298 1.94 31.44 61.23
Fe84Hf4Zr7B4Cu1 312 1.65 19.95 33.00

Table 3 Comparison of critical exponents for the Fe88�xHfxZr7B4Cu1 (x =
2 & 4) ribbons from various theoretical models

Composition Technique b g d Ref.

Fe86Hf2Zr7B4Cu1 Modified Arrott 0.410 1.196 — Present work
Kouvel–Fisher 0.481 1.172 — Present work
CIA — — 3.92 Present work
Widom scaling — — 4.70 Present work

Fe84Hf4Zr7B4Cu1 MAP 0.517 1.002 — Present work
KF 0.632 1.091 — Present work
CIA — — 2.93 Present work
WSR — — 4.54 Present work

3D Heisenberg Theory 0.365 1.336 4.80 52
3D Ising Theory 0.325 1.24 4.82 45
3 XY Theory 0.345 1.316 4.81 45
Triclinical mean field Theory 0.25 1 5 52
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Eqn (15) is derived from the Maxwell relation

@s

@H

� �
T

¼ @M

@T

� �
H

(15)

which establishes a fundamental connection between magne-
tization and entropy. The isothermal magnetic entropy change
can be precisely determined by integrating the magnetization
isotherms, which offers valuable insights into the thermody-
namic properties of the material, which is given as58

DSMðT ;HÞ ¼
ðH
0

@M

@T

� �
H

dH (16)

The magnetic entropy change that was obtained has been
depicted as a function of temperature in Fig. 7(a) and (b).
Around the Curie transition temperature (TC), the magnetic
entropy change (|DSM|) displays a crest, and its amplitude
increases steadily as the magnetic field intensity is increased.
This behaviour is a sign of the material’s suitability for magne-
tocaloric applications.59 It is remarkable that the material is
capable of achieving a maximal |DSM| value of 1.94 J kg�1 K�1

for the Fe86Hf2Zr7B4Cu1 ribbons and 1.65 J kg�1 K�1 for the
Fe84Hf4Zr7B4Cu1 ribbons, respectively, under a 2.5 T magnetic
field, which underlines its potential for efficient thermal energy
conversion. The material’s responsiveness to magnetic field
fluctuations is emphasized by the dramatic entropy change at
TC, rendering it an appealing candidate for next-generation
magnetic refrigeration technologies.

Besides magnetic entropy change, a vital metric for evaluating
the cooling efficacy of a refrigerant is the relative cooling power
(RCP).60 RCP offers a thorough assessment of a material’s capacity
for heat transfer in an optimal refrigeration cycle, considering
both the extent of the maximum magnetic entropy change and its
full width at half maximum (DTFWHM).61 By taking these elements
into account, RCP provides a more refined assessment of a
material’s refrigeration properties. The RCP values for the exam-
ined material in a 2.5 T magnetic field are presented in Table 2.
These findings offer significant insights into the material’s capa-
city for effective heat transfer and its appropriateness for diverse
magnetocaloric applications. A comparison between the magne-
tocaloric characteristics of the present work and those of other

Fe-based alloys is summarized in Table S1. The results unequi-
vocally show that our alloy performs noticeably better than the
previously documented Fe-based systems, as evidenced by
greater values of magnetic entropy change (DSM), Curie transi-
tion temperature (TC) near to room temperature, and relative
cooling power (RCP), all of which are critical for practical
magnetic refrigeration applications.

4. Conclusion

This study presents a thorough examination of Fe88�xHfx-
Zr7B4Cu1 (x = 2 & 4) ribbons and aims to clarify the structural,
magnetic, magnetocaloric, and critical analysis. The
Fe88�xHfxZr7B4Cu1 (x = 2 & 4) ribbons had an amorphous
structure. The magnetic phase transition temperature (MPT)
for the compounds was 298 K and 312 K for the Fe86-
Hf2Zr7B4Cu1 and Fe84Hf4Zr7B4Cu1 ribbons, respectively.
Furthermore, our investigation focused on the spontaneous
magnetization and critical behaviour of the Fe88�xHfxZr7B4Cu1

(x = 2 & 4) ribbons, employing a variety of research methodol-
ogies, including modified Arrott plots, the Kouvel–Fisher meth-
odology, and critical isotherm analysis. Our investigation
yielded consistent critical exponents (TC, b, g, and d) that were
in remarkable agreement with the theoretical predictions of the
mean-field model. The experimental findings are primarily
influenced by short-range interactions near the Curie transition
temperature (TC), as indicated by these models. This provides
valuable insights into the fundamental principles that govern
the critical behavior of these intricate materials. Our research
reveals that the Fe88�xHfxZr7B4Cu1 (x = 2 & 4) ribbons have great
potential for magnetocaloric applications. For instance, the
Fe86Hf2Zr7B4Cu1 ribbons can provide a relative cooling power
of approximately 61.23 J kg�1 at a temperature of 298 K, while
the Fe84Hf4Zr7B4Cu1 ribbons have a relative cooling power of
33.0 J kg�1 at 312 K under a 2.5 T magnetic field.
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Fig. 7 Magnetic entropy versus temperature graph of (a) Fe86Hf2Zr7B4Cu1 and (b) Fe84Hf4Zr7B4Cu1 ribbons.
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