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ABSTRACT

The magneto-caloric effect exhibited by three Fe-rich FeZrB amorphous alloys with different composi-
tions and Curie temperatures between 230 and 300K has been studied. Albeit the maximum entropy
change is low (JASy|™* ~3]kg~' K-! under an applied magnetic field change from 0 to 50 kOe), the
magneto-caloric effect (MCE) spreads out over a broad temperature interval (AT~ 200K). The estimated
values for the relative cooling power are close to that of pure Gd. From the applied magnetic field depen-
dence of the magnetic entropy change a master curve valid for these Fe-rich FeZrB amorphous alloys has
been found. However, two reference temperatures of the | ASy|(T) are needed in order to get a collapsing
curve for all the maximum applied magnetic field values. The latter suggests that the striking magnetic
behaviour of these compounds below 200K influences the MCE effect. Moreover, the collapse into the
same curve for different rescaled temperature dependences of the magnetic entropy change in the three

samples implies the existence of similar magnetic interactions in these compounds.

© 2010 Elsevier B.V. All rights reserved.

1. Introduction

The most challenging purpose for refrigeration technology is the
optimization of the engine efficiency minimizing both the powder
consumption as well as the environmental impact. The emerging
technology based on magnetic refrigeration will probably be the
most adequate way to fulfill these requirements [1-3]. Therefore,
the search for new materials displaying significant magneto-caloric
effect (MCE) is nowadays a very active field of research [4-8].
For applications near room temperature (where the temperature
difference between the hot and cold reservoirs for adomestic refrig-
erator could be higher than 80K), rather than a material with high
or giant magnetic entropy change, | ASy|, inside a narrow temper-
ature interval (as occurring around a first-order phase transition)
[1,2], it is needed a broad |ASy|(T) peak expanded over the tem-
perature range where the refrigerant engine should operate. Some
ferromagnetic materials exhibit moderate MCE over wide temper-
ature ranges around their second-order (ferro-to-paramagnetic)
phase transition (SOPT), such as it is the case of pure Gd [1], rare-
earth intermetallic compounds [1,2,6-8] or some manganites [9].
Recently, disordered and non-crystalline magnetic materials dis-
playing SOPT such as rare-earth-based amorphous ribbons [10,11]
and bulk metallic glasses [12,13], ball milled amorphous alloys
[14,15], as well as Fe-rich metallic glasses [16,17] have attracted
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emergent relevance in the field. The reason for that is the broad
|ASpm| (T) peak exhibited, being even larger than 150K under
applied magnetic field changes of 50 kOe, although the maximum
of | ASy| is relatively low compared to that of other materials dis-
playing MCE.

In the case of Fe-rich metallic glasses, the MCE is due to Fe atoms,
and they present several advantages that must be pointed out,
namely, (i) lower fabrication costs due the absence of rare-earth
metals in the composition, (ii) the ultra-soft magnetic properties,
with vanishing magnetocrystalline anisotropy and very low coer-
cive fields, withdraw any energy losses due to hysteresis effects
thus allowing higher operation frequencies and faster response,
and (iii) the magnetic transition temperatures, and then the tem-
perature ranges for the MCE, can be easily adjustable by selecting
the appropriate composition. Upto now, the most studied compo-
sitions consist of around 70-80 at.% of Fe with upto 15-20at.% of
metalloid elements (B, Si, P, Ge, ...) and small amounts of one or
more transition metal atoms (Nb, Mo, Co, Cr, Zr, Mn, ...) [18-22].
However, in almost all the cases the Curie temperatures, T¢, are
above room temperature, therefore if the material should be used in
a refrigerant engine for cooling from room to lower temperatures,
the maximum of the MCE must occur just below room temperature.
In this way, FeZrB metallic glasses are good candidates for fulfilling
the latter requirements, since these alloys combine high values for
the saturation magnetization (above 1.5 pg/Fe at.) with T¢ values
above 200K.

Fe-rich FeZr metallic glasses are ferromagnetic below room
temperature and possess crystallization temperatures above 750 K
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[23]. These alloys display striking magnetic behaviours includ-
ing re-entrant spin-glass, exceptional magneto-volume effects and
a reduction of Tc with increasing Fe content, due to the strong
competition between Fe-Fe magnetic interactions [24-26]. The
addition of boron upto 10 wt%. gives rise to a large increase in
Tc (upto around 400K), without losing complexity in the mag-
netic behaviour [27,28]. Moreover, these alloys have attracted
huge attention because after adequate heat treatments a stable
nanocrystalline microstructure is reached, thus displaying ultra-
soft magnetic properties [29] and allowing the study of magnetic
interactions between the Fe nanocrystals and the remaining amor-
phous matrix [30,31]. In this article we show that although FeZrB
amorphous alloys do not exhibit large MCE values, the estimated
relative cooling power (RCP) or refrigerant capacity (RC) values are
comparable with those of other reference materials such is the case
of pure gadolinium. In addition, the dependencies of |ASy| with
both the temperature and the applied magnetic field have been
studied in terms of a master curve via renormalization of temper-
ature scale.

2. Experimental details and data analysis

The amorphous ribbons of compositions Feg;Zr;B, (B2), FegsZrsB4 (B4) and
Feg;Zr¢BgCuy (B6) with 1.5 mm x 20 um cross-sections were fabricated by melt-
spinning under Ar atmosphere from the arc-melted master alloys. The absence
of intense peaks in the X-ray diffraction patterns, in which only broad haloes are
present, confirms the amorphous state of the ribbons. Around 40 isothermal mag-
netization vs applied magnetic field, M(H) curves, were measured using a SQUID
magnetometer in the temperature range between 50 and 370 K (see Fig. 1 right bot-
tom panel for several M(H) curves corresponding to B6 sample). The temperature
steps between consecutive isothermal M(H) curves were 4 K in the immediacy of the
Curie temperature (between Tc — 30K and Tc +30K) and 10K out of this tempera-
ture region. At each temperature the data were collected under constant dc applied
magnetic field steps of H=1kOe in the magnetic field range between 0 and 50 kOe.

The MCE as a function of the applied magnetic field and the temperature has
been obtained from the magnetic entropy change, ASy, taking into account that
for an isothermal process, ASy can be evaluated integrating the adequate Maxwell
relation [32]:

H
oM
ASu(H, T) = Su(H, T) — Sm(O0, T)=/ (ﬁ) dH (1)
H
0
Note that at a fixed temperature T, the magnetic entropy under an applied magnetic
field H and in the absence of the magnetic field are Sy(H,T) and Sy (0,T), respectively.

Essentially, the value for ASy at a given temperature is obtained after a numerical
integration of two consecutive M(H) isotherms around such temperature, followed
by the numerical derivative with temperature. The results obtained after applying
this procedure to the whole set of M(H) measured curves allow us to obtain the
temperature and/or applied magnetic field dependences of the magnetic entropy,
|ASm|(H,T).

For applications in magnetic refrigeration at room temperature is important to
take into account the amount of heat that the studied material can absorb during the
refrigeration cycle from the cold focus. For that reason the most common parameter
used to quantify this are either RCP or RC, that can be defined in several ways [6,32];
in this paper we have chosen the product of the maximum |ASy| peak value and
the full width at half maximum, 8 TrwHM,

RCP(S) = |ASm|™* x 6Trwhm (2)

The magnetic field dependence of |ASy| is analytically calculated using the
following expression:

d’ln(ASM)‘
T T dinT

In a material with second-order transition, the ASy(T) curves for different max-
imum magnetic fields collapse into a single master curve [20]. That master curve
is useful for predicting the field dependence of the magnetic entropy change and
extrapolating it over both the experimental temperature and magnetic field range
available in a laboratory. The master curve is obtained as follow: first, the ASy(T)
curves are normalized to its maximum value Asl{’,f"k for each maximum applied
magnetic field, and then, if there is no presence of a secondary magnetic phase, the
temperature axis is rescaled as [33]:

(T-Tc)

0= @

(3)

where T; is a reference point in the curve corresponding to a certain fraction of
AS]{’A““. If another magnetic phase exists or the material exhibits magnetic inhomo-
geneities is necessary the use of two different reference temperatures, which leads
to:

_(T-T)

0= 7(]}1 19 T<Tc (5)
_ (T-Tq)
T (Ta-Tc) I>Te ©)

where T;; and Ty, are the temperatures of the two reference points of each curve
that correspond to a AS{\’,fak, with a in between 0 and 1.

3. Results and discussion

In Fig. 1 the temperature dependence of the |[AS(H)| curves for
the Feg1Zr7B, (B2), FeggZrgB4 (B4) and Feg;ZrgBgCuy (B6) studied

Fig. 1. Temperature and applied magnetic field dependencies of the magnetic entropy change, | ASy|, for B2, B4 and B6 samples. Right bottom panel displays some of the
measured M(H) isotherms for the B6 sample from which |ASy| (T,H) surfaces have been obtained (see text).
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Fig. 2. Temperature dependence of the exponent of the magnetic entropy change
under different applied magnetic field values for Feg;Zr;B,. Lines are guides for
the eyes. The dashed lines correspond to the paramagnetic n=2 value and the low
temperature (far fro T=T¢) ferromagnetic n=1 value.

samples are shown. The maximum |AS)| values for an applied mag-
netic field change from 0 to 50kOe are 2.8, 3.3 and 3.2J kg~ K~!
for B2, B4 and B6 alloys, respectively. Those values correspond
approximately to a quarter of the value for pure gadolinium under
the same applied magnetic field change. The temperatures of the
|ASwm|(T) peaks are around 250 (B2), 295 (B4) and 300K (B6). The
RCP values calculated as mentioned in the previous section, are
532 (B2), 649 (B4) and 577 kg~ (B6), which are around 80-90%
of the value for pure Gd. This fact is due to a large temperature
span of the | ASy|(T) peak, which could reach dTgwim ~ 150-200 K.
While the maximum values of | ASy| are similar in B4 and B6 sam-
ples and higher than that calculated for B2, the |ASy|(T) peak is
broader (larger 8Tgwnywm) for B2 than for B4 and B6. These two
features are closely related to a higher magnetic moment for
the Fe atoms in both B4 and B6 (u~ 1.6 pg) respect to B2 sam-
ple (t~1.4wp), and the slower drop of the magnetization with
temperature of the B2 samples in de immediacy of T¢ [34]. It is
worth noting that in addition to both AS(H) and RCP values, also
the temperature range in which the MCE occurs is important for
practical applications. As it is well known, the maximum of the
magnetic entropy change of a ferromagnetic material is achieved
close to its Curie temperature, Tc. Hence, for refrigeration pur-
poses at room temperature it is important the feasible control
of the T¢ value of the material via slight compositional changes.
This requirement is fulfilled by FeZrB(Cu) metallic glasses, because
Tc follows an almost linear dependence with the Fe atomic per-
centage (with a negative slope), being nearly independent of the
relative amount of Zr and B [27,30,34]. Therefore, the temperature
range for the refrigeration cycle can be tuned between 100 and
350K.

On the other hand, the value of the magnetic entropy change
depends on the measuring temperature, but also on the max-
imum magnetic field change. Then, for a material displaying a
second-order ferromagnetic transition, it can be expected that such
dependencies for each temperature follow a potential law, ASy
aH" [17]. We show in Fig. 2 the variation of the exponent n with
temperature for different maximum magnetic field changes (from
AH=10kOe to AH=50KkOe).

The n values at each temperature have been obtained through
the fit of the |ASy|(H) curves using Eq. (3). As it can be observed,
n depends on the magnetic state of the compound. While n~2

for temperatures well above T¢, being a direct consequence of the
Curie-Weiss law [35], its value goes to 1 in ferromagnetic state far
enough from T¢. Moreover, n(T) curves display a minimum at T~ T¢
(see Fig. 2).

In the framework of the mean field theory (MFT), a minimum for
the exponent n at T=T¢ with a constant value of n=2/3 and being
independent of the applied magnetic field is expected. In addition,
n can be related to the critical exponents 8 and y at the magnetic
phase transition in the following way:

n=1+—'8_1 (7)

where 8=0.5and y =1 in MFT. However, in FeZrB amorphous alloys
n exhibits a clear dependence on the applied magnetic field, with
diminishing values down ton ~ 0.82 for H > 45 kOe, as His increased
in B2 sample. The origin of this n(H) dependence can be attributed
to the fact that Feg;Zr;B, amorphous alloy is far from being mag-
netically saturated under an applied magnetic field H=10kOe, due
to the complex competing magnetic interactions between Fe atoms
[27,34]. For H>10kOe the M(H) curve reduces gradually its slope,
thus explaining the almost constant value of n for H > 45 kOe (see
Fig. 2).

Although similar behaviour is observed for B4 and B6 samples,
the H-dependence of n (not shown) is less pronounced because
these compounds are closer to be magnetically saturated. Concern-
ing the minimum values of n for these B4 and B6 samples, n~0.77
in both cases under an applied magnetic field change from 0 to
50kOe. Therefore, it can be concluded that the mean field model
no longer applies to these compounds. Moreover, the change in the
value of the exponent n as the boron content increases can be cor-
related with the magnetic state of the samples, and in particular
with the compositional dependence of the exponent n, as follows.
If the exponent j is estimated from the high field M(H) curves by
means of modified Arrott plots [M1/# vs (H/M)!/7], using a value of
y=1.38 [34], B varies from 0.325 in B2 sample to 0.39 and 0.4 in
B4 and B6 samples, respectively. 8 values lower than 0.5 indicate
the existence of magnetic inhomogeneities in a ferromagnetic com-
pound [36,37]. Hence, the compounds became magnetically more
homogeneous as the boron content increases [34], thus exhibiting
smaller and nearly magnetic field independent minimum values of
the n exponents, as is the case of B4 and B6 alloys in comparison
with B2 one.

As a consequence of the low temperature re-entrant spin-glass
behaviour exhibited by these FeZrB compounds, already attributed
to the existence of ferromagnetic clusters inside a ferromagnetic
matrix with different spin dynamics and competing interactions
[26,28], Eq. (2) lose its validity. On the other hand, Franco et al.
proposed that the magnetic field dependence of n is due to the
contribution coming from a second magnetic phase [33]. In our
case, the n(H) dependence cannot be attributed to any secondary
magnetic phase, even though the effects are the same, with the
difference that above certain applied magnetic field (H > 45 kOe for
B2) n is almost constant.

With the aim of getting a more detailed knowledge of the tem-
perature dependence of the magnetic entropy change in these
alloys, we have normalized the |ASy(T)| curves and rescaled the
temperature axis in order to show if these curves collapse into a
single master curve for different values of the applied magnetic
field. In the case of B2 sample two different reference tempera-
tures [see Egs. (5) and (6)] are needed as it can be seen in Fig. 3
where the curves for H>20kOe scale into a master curve in the
entire temperature range, which indicates that no other magnetic
transition can be expected in the temperature interval of the mea-
surements [35]. The use of only one reference temperature gives
rise to non-collapsing curves in the low temperature range (not
shown), being a clear signature of the magnetic inhomogeneous
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Fig. 3. Master curve of the magnetic entropy change for the Feg; Zr;B, amorphous
alloy determined from different maximum applied fields, ranging from 20 to 50 kOe
and using two reference temperatures.

Fig. 4. Collapse into the same master curve of the rescaled temperature depen-
dence of magnetic entropy change of FeggZrgBs and Feg;ZrgBgCu; obtained using
two temperatures of reference.

state of the alloy, which exhibits re-entrant spin-glass behaviour
below 100K [26,28].

A similar trend is followed by B4 and B6 samples as it can be
observed in Fig. 4, where two reference temperatures have been
also considered. It is worth noting that the curves for both sam-
ples collapse into the same master curve, thus confirming a similar
magnetic behaviour of these two compounds (we must remember
that the values for T¢, 8 and n exponents are close in B4 and B6
amorphous alloys). The inset of Fig. 4 shows the normalized curve
of the magnetic entropy change for several applied magnetic fields
of B4 sample, when only one reference temperature is used. Obvi-
ously the different curves do not collapse into a single master curve
in the low temperature range.

Taking into account that almost an identical curve is obtained
for B6 sample, a similar inhomogeneous magnetic state could be
expected for both B4 and B6 alloys at low temperature, as it
was already probe by SQUID magnetometry and Mdssbauer spec-
troscopy [34].

4. Summary and conclusions

We have studied the magneto-caloric effect on three FeZrB
amorphous ribbons with different boron content and Curie tem-
peratures ranging from 230 to 300K. The maximum magnetic
entropy change of the ribbons are low when compared with

Gd-based alloys, but they exhibit a broad |ASy(T)| peaks extend-
ing over 150-200 K under applied magnetic field changes from 0 to
50 kOe. The latter gives rise to elevated values for the relative cool-
ing power or refrigerant capacity, which can be comparable to that
of pure gadolinium. The applicability of these alloys in real refrig-
eration engines is today a matter of controversy. However, we have
tried to find a relationship between the temperature and applied
magnetic field dependencies of the magnetic entropy change with
the complex and inhomogeneous magnetic state of these alloys.
In order to get a single master curve resulting from a collapse of
the normalized magnetic entropy curves, we have shown that two
different temperatures of reference are needed instead of using
only one reference temperature, like in conventional ferromag-
netic alloys. The magnetic inhomogeneous state of these alloys,
due to competing magnetic interactions between Fe atoms, is the
most plausible scenario for explaining the magnetic behaviour
in these Fe-rich FeZrB amorphous alloys including the mag-
netic field and temperature dependencies of the magneto-caloric
effect.

Acknowledgements

Financial support from FEDER and the Spanish MICINN
(NAN2004-09203-C04 and MAT2008-06542-C04) is acknowl-
edged. Two of us (PA and JSM) thank FICyT and MICINN for PhD
and “Juan de la Cierva” research contracts, respectively.

References

[1] A.M. Tishin, Y.I. Spichkin, The Magnetocaloric Effect and its Applications, IOP
Publishing, Bristol, 2003.
[2] K.A. Gschneidner Jr., V.K. Pecharsky, A.O. Tsokol, Rep. Prog. Phys. 68 (2005)
1479.
[3] E. Briick, J. Phys. D: Appl. Phys. 38 (2005) R381.
[4] O. Tegus, E. Briick, K.H.J. Buschow, F.R. de Boer, Nature (Lond.) 415 (2002)
150.
[5] J. Lyubina, K. Nenkov, L. Schultz, O. Gutfleisch, Phys. Rev. Lett. 101 (2008)
177203.
[6] P. Gorria, J.L. Sinchez Llamazares, P. Alvarez, ]. Sinchez Marcos, M J. Pérez, J.A.
Blanco, J. Phys. D: Appl. Phys. 41 (2008) 192003.
[7] Q. Zhang, J.H. Cho, J. Du, F. Yang, X.G. Liu, WJ. Feng, Y.J. Zhang, ]. Li, Z.D. Zhang,
Solid State Commun. 149 (2009) 396.
[8] P. Gorria, P. Alvarez, J. Sinchez Marcos, J.L. Sinchez Llamazares, M J. Pérez, J.A.
Blanco, Acta Mater. 57 (2009) 1724.
[9] M.-H. Phan, S.-C. Chu, ]. Magn. Magn. Mater. 308 (2007) 325.
[10] S.Tencé, S. Gorsse, E. Gaudin, B. Chevalier, Intermetallics 17 (2009) 115.
[11] Q.Y. Dong, B.G. Shen, J. Chen, J. Shen, F. Wang, H.W. Zhang, ].R. Sun, Solid. State
Commun. 149 (2009) 417.
[12] L. Liang, X. Hui, C.M. Zhang, G.L. Chen, ]. Alloys Compd. 463 (2008) 30.
[13] J. Dy, Q. Zheng, E. Briick, K.H.J. Buschow, W.B. Cui, W.]. Feng, Z.D. Zhang, ]. Magn.
Magn. Mater. 321 (2009) 413.
[14] B. Chevalier, ].-L. Bobet, ]. Sanchez Marcos, J. Rodriguez Fernandez, ].C. Gémez
Sal, Appl. Phys. A 80 (2005) 601.
[15] ]J. Ipus, J.S. Blazquez, V. Franco, A. Conde, L.F. Kiss, ]. Appl. Phys. 105 (2009)
123922.
[16] V. Franco, ].S. Blazquez, C.F. Conde, A. Conde, Appl. Phys. 88 (2006) 042505.
[17] V. Franco, ].S. Blazquez, A. Conde, J. Appl. Phys. 100 (2006) 064307.
[18] I Skorvanek, J. Kovac, Czech. J. Phys. 54 (2004) D189.
[19] F.Johnson, R.D. Shull, J. Appl. Phys. 99 (2006) 08K909.
[20] V. Franco, ].S. Blazquez, A. Conde, Appl. Phys. Lett. 89 (2006) 222512.
[21] V. Franco, A. Conde, LF. Kiss, ]. Appl. Phys. 104 (2008) 033903.
[22] Y.K.Fang, C.C. Yeh, C.C. Hsieh, C.W. Chang, H.W. Chang, W.C. Chang, X.M. Li, W.
Li, J. Appl. Phys. 105 (2009) 07A910.
[23] P.Gorria, J.S. Garitaonandia, M.]. Pérez, J.A. Blanco, J. Campo, Phys. Status Solidi
(RRL) 3 (2009) 28.
[24] S.N. Kaul, Phys. Rev. B 27 (1983) 6923.
[25] J.M. Barandiaran, P. Gorria, I. Orue, M.L. Fdez-Gubieda, F. Plazaola, A. Hernando,
Phys. Rev. B 54 (1996) 3026.
[26] R. Garcia Calderén, L. Fernandez Barquin, S.N. Kaul, J.C. Gémez Sal, P. Gorria, J.S.
Pedersen, R.K. Heenan, Phys. Rev. B 71 (2005) 134413.
[27] J.M. Barandiaran, P. Gorria, J.C. Gémez Sal, L. Fernandez Barquin, S.N. Kaul, IEEE
Trans. Mag. 30 (1994) 4776.
[28] L.Fernandez Barquin, ].C. Gémez Sal, P. Gorria, J.S. Garitaonandia, ].M. Barandi-
aran, Eur. Phys. J. B 35 (2003) 3.
[29] P. Gorria, 1. Orue, F. Plazaola, M.L. Ferndndez-Gubieda, J.M. Barandiaran, IEEE
Trans. Mag. 29 (1993) 2682.



S154 P. Alvarez et al. / Journal of Alloys and Compounds 504S (2010) S150-S154

[30] A.Slawska-Waniewska, P. Nowicki, H.K. Lachowicz, P. Gorria, J.M. Barandiaran, [34] J.M. Barandiaran, P. Gorria, I. Orte, M.L. Ferndndez-Gubieda, F. Plazaola, ].C.
A. Hernando, Phys. Rev. B 50 (1994) 6465. Goémez Sal, L. Fernandez Barquin, L. Fournes, J. Phys. : Condens. Matter. 9 (1997)
[31] ].S. Garitaonandia, P. Gorria, L. Fernandez Barquin, .M. Barandiaran, Phys. Rev. 5671.
B 61 (2000) 6150. [35] V. Franco, A. Conde, V.K. Pecharsky, K.A. Gschneidner ]Jr., EPL 79 (2007) 47009.
[32] V.K. Pecharsky, K.A. Gschneidner Jr., J. Appl. Phys. 90 (2001) 4614. [36] A. Aharoni, J. Appl. Phys. 56 (1984) 3479.
[33] V. Franco, R. Caballero-Flores, A. Conde, Q.Y. Dong, H.W. Zhang, J. Magn. Magn. [37] A. Aharoni, ]. Appl. Phys. 57 (1985) 648.

Mater. 321 (2009) 1115.



	Magneto-caloric effect in FeZrB amorphous alloys near room temperature
	Introduction
	Experimental details and data analysis
	Results and discussion
	Summary and conclusions
	Acknowledgements
	References


