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INTRODUCTION

Magnetic refrigeration, based on magnetocaloric effect, has been considered to
be the most promising technology to replace vapor-compression for near room-
temperature refrigeration applications (e.g. refrigerator, air-conditioner). It has
been demonstrated that the cooling efficiency of magnetic refrigeration systems
can reach up to 60% of the theoretical limit, compared to about 45% in the best gas-
compression refrigerators [1-4]. Cooling systems based on magnetocaloric tech-
nology operate with less noise due to the absence of a compressor. Additionally,
magnetic refrigeration makes use of water-based coolants instead of ozone deplet-
ing or greenhouse gases, which makes it an environmentally friendly technology.

(Mn,Fe), (P Si)-type compounds are, to date, the best candidate for magnetic refrig-
eration and energy conversion applications due to the combination of highly tun-
able giant magnetocaloric effect and low material cost. In this chapter, the mag-
netocaloric effect and some well-studied magnetocaloric materials are introduced.
Since this thesis aims at a better understanding of the magnetoelastic coupling in
(Mn,Fe),(R.Si)-based compounds, previous studies on the crystal structure and the
unigue mixed magnetism for (Mn,Fe),(RSi)-based compounds are summarized.
The outline of the thesis can be found at the end of this chapter.
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1.1. MAGNETOCALORIC EFFECT

AGNETIC refrigeration is based on the magnetocaloric effect (MCE). The

MCE is a phenomenon, in which a temperature change is caused by ex-
posure of a magnetic material to a changing magnetic eld. The magnetocaloric
effect was discovered in 1917 by Weiss and Piccard [5]. Atemperature rise of 0.7 K
was observed in nickel when a magnetic eld of 1.5 T was applied in the vicinity
of its Curie temperature (627 K).

In the 1920s, Debye [6] and Giauque [7] independently proposed that low
temperatures can be attained via adiabatic demagnetization of a paramagnetic
salt. Thiswas rst experimentally demonstrated by Giauque and MacDougall in
1933 when they reached a temperature of 0.25 K [8]. Due to his great achieve-
ment, Giauque was awarded the Nobel Prize in Chemistry in 1949.

In 1997, the rst near-room-temperature, proof-of-concept, magnetic refrig-
erator was built by Ames Laboratory at lowa State University [1], using gadolin-
ium material. Encouraged by this great success, scientists and companies world-
wide started to develop new materials and systems for near room-temperature
magnetic-refrigeration applications.

A major breakthrough came in 2002 when Br ck [9] and coworkers at the Uni-
versity of Amsterdam discovered the giant MCE in Fe,P-type magnetocaloric ma-
terials. The (Mn,Fe),(PAs) compounds present excellent magnetocaloric proper-
ties and are based on abundantly available materials. Further success was made
when the toxic element As was replaced by the non-toxic Ge and Si, while main-
taining the outstanding magnetocaloric properties. [10-16]

In 2015, Haier, Astronautics, and BASF presented the rst commercial proto-
type of a magnetocaloric wine cooler at the International Consumer Electronics
Show in Las Vegas, Nevada. Key to this great success is the use of Fe,P-type mag-
netocaloric materials, which are composed of abundantly available and afford-
able raw materials.

1.2. MAGNETOCALORIC MATERIALS

OLLOWING the discovery of a sub-room temperature giant MCE in the ternary
F system Gd-Ge-Si [17], great efforts have been made to search for new classes
of materials, which can be used for near room-temperature magnetic refrigera-
tion applications. Some examples of these materials are: La(Fe,Si);3-based com-
pounds [18, 19], MnAs-based compounds [20], MnCoGe-based compounds [21],
Heusler-type NiMnX-based alloys [22-26], and (Mn,Fe)»(P,X)-based compounds
[10-16]. The most prominent feature of these material systems is that they un-
dergo a rst-order magnetic phase transition, which leads to a giant MCE in the
vicinity of the phase-transition temperature.
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Figure 1.1: Schematic representation of the crystal and magnetic structure for (Mn,Fe)> (P Si).

Among the diverse classes of magnetocaloric materials, the (Mn,Fe)»(P.Si)-
based compounds have been considered as the most promising materials for
room-temperature refrigeration and energy conversion applications due to their
combination of tunable working temperature, low hysteresis, corrosion resis-
tance, compositional stability and low material cost.

1.3. CRYSTAL STRUCTURE OF (MN,FE),(P,S1)

HE (Mn,Fe),(PSi) compounds crystallize in the hexagonal Fe,P-type struc-
T ture (space group P#2m), which contains two metallic (3f and 3g) and two
non-metallic (2c and 1b) sites.

Neutron diffraction experiments and density functional theory (DFT) calcu-
lations indicate a preferential occupation of the two transition-metal atoms in
the hexagonal structure [27-29]. As illustrated in Fig. 1.1, Mn prefers the 3g site
with ve nonmetal nearest neighbors forming a square pyramid, while Fe favors
the 3f site surrounded by four nonmetal coordination atoms forming a tetrahe-
dron. The site preference of the non-metal atoms and its in uence on the phase
transition will be studied in this thesis (Chapter 3 and 4).

1.4. MAGNETOELASTIC COUPLING AND MIXED MAGNETISM
T HE giant MCE in (Mn,Fe),(P,Si) compounds originates froma rst-order mag-
netoelastic transition (FOMT), i.e., the ferromagnetic-paramagnetic (FM-PM)

transition is strongly coupled to a structure change without a symmetry change
[15, 27, 30, 31]. Due to the strong magnetoelastic coupling in the (Mn,Fe),(PSi)
compounds, the phase transition can be tuned by changing the Mn/Fe ratio and
P/Si ratio, as well as by doping with small atoms, which are studied in this thesis
(Chapters 3 and 4). Additionally, the (Mn,Fe),(PSi) compounds show competing
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magnetic con gurations in the magnetically ordered state. An incommensurate
magnetic structure, instead of the common ferromagnetic structure, is observed
in some of the (Mn,Fe),(P,Si) compounds due to the strong magnetoelastic cou-
pling. This is discussed in Chapter 7.

As indicated by DFT calculations [15, 32, 33], the rst-order phase transi-
tion in (Mn,Fe),(PSi) compounds originates from a unique phenomenon called
mixed magnetism. Mn atoms on the 3g sites do not undergo a signi cant reduc-
tion in magnetic moment, but only lose the long-range magnetic order above
FM to PM transition temperature. In contrast, the magnetic moment of Fe is
signi cantly reduced above the ferromagnetic transition, due to the strong elec-
tronic redistribution around the 3f site. The appearance of different magnetic
behaviors for Fe and Mn atoms in the (Mn,Fe)»(P,Si) compounds, i.e., mixed mag-
netism, is a result of the different coordination environments around them, as
discussed in Section 1.3.

Mixed magnetism is at the core of the FOMT in the (Mn,Fe),(P.Si)-based com-
pounds. The tunability of the FOMT, in terms of the critical temperature and the
character of the phase transition, is essentially attributed to changes in the mixed
magnetism in the (Mn,Fe),(P,Si)-type compounds.

1.5. THESIS OUTLINE

HIs thesis aims at shedding light on the magnetoelastic coupling and the
T phase-transition behavior in (Mn,Fe),(P,Si)-based compounds.

The experimental techniques (including sample preparation and characteri-
zation) employed in this thesis are described in Chapter 2.

In Chapters 3 and 4, we explore two ways of tailoring the magnetoelastic tran-
sition in the (Mn,Fe),(PSi)-type compounds through varying the P/Si ratio and
doping with small atoms (e.g. B, C and N), respectively. The underlying mech-
anism can be explained by changes in the mixed magnetism, which are closely
related to the competition between chemical bonding and magnetic moment
formation.

The study on the thermal-history dependent phase-transition behavior, i.e.,
the so-called virgin effect in the (Mn,Fe),(P.Si)-type compounds is presented
in Chapter 5. Based on the experimental results, a thermodynamic model is pro-
posed to describe the virgin effect.

The development of magnetic correlations and their dynamics in the para-
magnetic regime of (Mn,Fe),(PSi)-type compounds is studied in Chapter 6, by
means of neutron polarization analysis and muon spin-relaxation techniques.

In Chapter 7, an anomalous phase-coexistence phenomenon in some
(Mn,Fe)2(RSi)-based compounds is reported at temperatures below the critical
phase-transition temperature. The coexisting phases consist of a stable FM phase
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and a metastable incommensurate-magnetic phase, as indicated by neutron
diffraction and M ssbauer spectroscopy. The phase coexistence is caused by the
kinetic arrest of the rst-order phase transition and the competition between dif-
ferent magnetic con gurations in some of the (Mn,Fe),(P.Si)-based compounds.
This study provides further insight into the magnetoelastic coupling in
(Mn,Fe),(RPSi)- type compounds.
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EXPERIMENTAL TECHNIQUES

This thesis explores the magnetoelastic coupling in the (Mn,Fe),(PSi)-type
compounds. A variety of characterization techniques are employed to reveal the
structural and magnetic changes accompanied with the phase transition in
(Mn,Fe)2(PSi)-type compounds. The experiment details will be discussed in this
chapter.

X-ray powder diffraction monitors the structural changes associated with the phase
transition. Neutron powder diffraction is, apart from detecting these crystallo-
graphic changes, also able to determine magnetic structure and resolve sublat-
tice magnetic moment. Bulk magnetic properties can be directly characterized
by isothermal and isofield magnetization measurements. Mdssbauer spectroscopy
detects the magnetic interaction and chemical bonding around Fe nuclei in
(Mn,Fe),(RSi) compounds. Muon-spin relaxation ( SR) technique and neutron
polarization analysis reveal the development of short-range magnetic order in the
paramagnetic regime.

The combination of these techniques provides insight into the magnetoelastic cou-
pling in (Mn,Fe),»(P.Si)-type compounds.
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Figure 2.1: Schematic drawing of a planetary ball mill.

2.1. SAMPLE PREPARATION

2.1.1. BALL MILLING

ALL milling is a widely-used technique for mixing, homogenizing, pulveriz-
B ing and mechanical alloying in material science and engineering. A plane-
tary ball mill (PM100, Retsch) was used in the present work. As illustrated in Fig.
2.1, the grinding jar is arranged eccentrically on the sun wheel of the planetary
ball mill. The moving direction of the sun wheel is opposite to that of the grind-
ing jars. The grinding balls in the grinding jars are subjected to superimposed
rotational movements. The relative motion between the balls and the grinding
jar produces both frictional and impact forces, which releases a high dynamic
energy.

The starting materials Fe, Mn, red-P, Fe3N, Si, B, C (graphite) powders were
grinded in tungsten-carbide jars (V 380 ml) with tungsten-carbide balls(m 8
g) under argon atmosphere. A ball-milling time of 10 hours and rotation speed of
360 rpm, which had been optimized previously, were used for the present work.

2.1.2. MELT SPINNING
M ELT spinning technique is commonly used for rapid cooling of liquids. The
cooling rates applied for melt spinning are of the order of 10* - 107 K/s
[1]. As a result, this technique is generally used to develop materials that require
extremely high solidi cation rates, such as metallic glasses. As illustrated in Fig.
2.2, the metal (A) is melted by induction coils (I) and pushed by gas pressure (P).
The jet goes through a small nozzle in the crucible (B) over the spinning copper
wheel (C), where it is rapidly cooled to form a solid ribbon (D).
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Figure 2.2: Schematic illustration of melt-spinning process. See text for details.

Preliminary study on C doping in (Mn,Fe),(PSi) compounds indicated that
one can hardly get homogeneous (Mn,Fe),»(PSi,C) samples using ball milling.
The melt-spinning technique, in which the sample is obtained from a molten
state, was used to prepare the (Mn,Fe)»(P.Si,C) samples (Chapter 4) since a high
diffusion and reaction rate is expected in the molten state. The melt spinner used
in the present study is produced by Edmund B hler GmbH. The surface velocity
of the copper wheel was about 45 m/s. About 5 g of sample can be obtained in a
single run.

2.1.3. ANNEALING

HE ne powders obtained after ball milling were pressed into tablets and
T sealed in quartz ampoules in an Ar atmosphere of 200 mbar. The sealed sam-
ples were sintered at 1373 K for 2 h and annealed at 1123 K for 20 h before being
oven cooled to room temperature. To improve the homogeneity of ball-milled
samples, the annealed samples were heated up to 1373 K again and kept for 20 h
before being quenched into water.

The ribbons or akes prepared by melt spinning were also sealed in quartz
ampoules in an Ar atmosphere of 200 mbar. The sealed samples were sintered at
1373 K for 2 h before being quenched into water.
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2.2. STRUCTURE CHARACTERIZATION

2.2.1. X-RAY DIFFRACTION

HE X-ray diffraction patterns presented in Chapter 6 were collected on a

Bruker D8 diffractometer at Uppsala University, Sweden. This diffractometer
is equipped with a V ntec position-sensitive detector (PSD) using Cu K 1 radi-
ation. Measurements were performed in a temperature range from 16 to 300 K
using an Oxford PheniX cryostatina?2 range of 20 - 90 .

Thein- eld X-ray diffraction patterns presented in Chapter 7 were measured
on an X-ray diffractometer [2] in the High Field Laboratory for Superconduct-
ing Materials, Institute for Materials Research at Tohoku University, Japan. This
diffractometer consists of an X-ray source (Cu K radiation), a detector for the
diffracted beam, a cryocooled split-pair superconducting magnet system, and a
sample cryostat. The measurements were performed between 10 and 300 K in
magnetic eldsupto5T.

2.2.2. NEUTRON DIFFRACTION

-RAY diffraction is based on the scattering of incident X-rays by electrons.

As a result, it can hardly detect light atoms with a small amount of elec-
trons or distinguish neighboring atoms with a small difference in the number
of electrons. Alternatively, neutron diffraction allows for a determination of the
occupation of light atoms (e.g., B, C, N) in the structure. It is also able to distin-
guish Mn from Fe, and P from Si, which provides more structural details for the
(Mn,Fe)2(RSi)-type compounds. Additionally, neutron diffraction can be used to
determine the magnetic structure and the sublattice magnetic moment.

The neutron diffraction data presented in Chapter 3 and Chapter 4 were
recorded on the time-of- ight general materials diffractometer (GEM) [3] with
six detector banks at the ISIS pulsed neutron source facility, Rutherford Apple-
ton Laboratory, UK. The powder samples (5 - 10 g) were contained in an 8 mm
diameter vanadium can, which was mounted in a cryofurnace.

The neutron diffraction experiments described in Chapter 5 were performed
on the time-of- ight high-resolution powder diffractometer (HRPD) at the ISIS
pulsed neutron source facility, Rutherford Appleton Laboratory, UK. This instru-
menthasa d/d resolution of 4 10% which allows for an accurate study on the
changes in the interplanar spacings inside the sample through the phase transi-
tion. Neutron diffraction data were obtained from the three detector banks after
thermal equilibrium of the sample was reached.

The neutron diffraction experiments in Chapter 7 were performed on the
WISH [4] time-of- ight diffractometer at the ISIS pulsed neutron source facility,
Rutherford Appleton Laboratory, UK. It is a long-wavelength diffractometer pri-
marily designed for diffraction at long d-spacings with good resolution, which is
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well suited for the determination of complicated magnetic structures. The pow-
dered sample of about 6 g was put into a vanadium can mounted in a helium
cryostat.

2.3. MAGNETIZATION MEASUREMENTS

AGNETIZATION measurements in the temperature range of 5 - 370 K were
M carried out on a superconducting quantum interference device (SQUID)
magnetometer (Quantum Design MPMS 5XL). Samples were put into a capsule,
which was mounted in a plastic straw. The sweeping rate of temperature on cool-
ing and heating was set to 2 K/min for all measurements performed in this thesis.

2.4. CALORIMETRY MEASUREMENTS

ALORIMETRY measurements were carried out on a differential scanning
C calorimeter (DSC, TA Instrument Q2000) equipped with a liquid nitrogen
cooling system. This calorimeter allows us for a direct determination of the heat
capacity with a high precision based on the so-called Tzero DSC technology. All
the calorimetry data presented in this thesis were measured with a sweep rate of
10 K/min.

2.5.M SSBAUER SPECTROSCOPY

HE energy levels of a nucleus in an atom in a solid state are modi ed by the
T environment of the nucleus [5]. M ssbauer spectroscopy enables these en-
ergy levels to be investigated by measuring the energy difference of the resonant
absorption of gamma rays. This spectroscopic technique is based on the M ss-
bauer effect. This effect, discovered by Rudolf M ssbauer in 1957 [6], is based
on the recoil-free resonant absorption and emission of gamma rays in a solid. A
M ssbauer spectrum is characterized by the number, shape, position and rela-
tive intensity of the various absorption lines. These features result from the na-
ture of the various hyper neinteractions around the M ssbauer nuclei. A couple
of hyper ne parameters (e.g., isomer shift, quadrupole splitting, magnetic hy-
per ne eld) can be derived from the M ssbauer spectrum, which characterize
the chemical bonding and magnetic interaction in materials.

The transmission °’Fe M ssbauer spectra, presented in Chapter 7, were col-
lected at 300 and 4.2 K with a sinusoidal velocity spectrometer using a °’ Co(Rh)
source. The velocity calibration was carried out using an -Fe foil. The source
and the absorbing samples were kept at the same temperature during the mea-
surements. The M ssbauer spectra were tted using the Mosswinn 4.0 software

[71.
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2.6. MUON-SPIN RELAXATION ( SR) SPECTROSCOPY
Muon is an elementary particle similar to the electron. Muons carry a pos-
A itive ( %) or negative ( ) charge and a spin of 1/2. One interesting feature
of the muon is that its spin is aligned antiparallel with respect to its momentum,
which is due to the violation of parity involved in its production process [8].

Usually the positive muon is used for condensed matter physics research
since the positive muon can be implanted into the region with large electron
density, where physicists working on magnetism, superconductivity, etc. are
mostly interested in. In SR experiments, muons with an energy higher than
4 MeV are implanted into the sample. They lose energy to a few keV within 1 ns
by ionization of atoms and scattering with electrons. After that, the muons ex-
perience successive electron capture and loss reactions within one picosecond,
which causes the further decrease in the energy to a few hundred eV. It should be
noted that all these thermalized processes are Coulombic in origin and have no
effect on the spin-polarization of the muons.[9]

Since muons carry magnetic moment, they will experience Larmor preces-
sion with a frequency proportional to the strength of the local magnetic eld.
As a result, they behave as a local magnetometer. The large magnetic moment
of the muon makes it very sensitive to extremely small magnetic elds (down to

10"° T). Additionally, with muon it is also possible to study magnetic disorder
or short-range magnetic order. Consequently, muons are well suited to study
magnetism.

A muon is an unstable subatomic particle. The implanted muons will decay
with a mean lifetime  of 2.2 s. A positron is produced during the muon decay
process. The decay involves a weak interaction and thus shows parity violation
[8]. This phenomenon leads to a propensity for the emitted positron to emerge
predominantly along the direction of the muon spin.

A schematic diagram of the SR experimental geometry is shown in Figure
2.3. Amuon is implanted into the sample. The beam direction is antiparallel to
its polarization direction. If the muon decays immediately without experienc-
ing the Larmor precession, then a positron will be generated and preferentially
emitted into the backward detector. If it lives a little longer, it will have time to
precess in the local eld inside the sample. For instance, if it precesses for half
a revolution, the emitted positron will preferentially be emitted towards the for-
ward detector. The temporal evolution of the positron counts in the forward and
backward detectors is described by the functions Ng (t) and Ng(t), respectively.
Temporal evolution of the muon polarization can be obtained by the asymmetry
function A(t) , given by
_ Ne(t) Ne(t)

A= e O+ Ne (D)

(2.1)
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Beam direction
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pt detector detector

Figure 2.3: Schematic illustration of SR setup with zero- eld geometry.

If all the muon spins precess in the same static local eld B, then according
to the Larmor equation, the static asymmetry function, ASt3t(t) would be

AStat(t)= Ay cos® +sin? cos( Bjoct) (2.2)

where Ag is the initial asymmetry, is the gyromagnetic ratio of muon (8.51616
108 radss'T1), and is the angle between the muon spin direction and the
local magnetic eld direction.[10]
For a material in a magnetically disordered state without external eld, the
local magnetic eld is usually considered to be randomly oriented. The resultant
asymmetry function would be a spatial average of Eq. 2.2,

At (t)= A 1,2 Bioct 2.3
= 03 3005( loct) (2.3)

Inthe zero- eld SR geometry, if the strength of the static local magnetic eld
is assumed to show a Gaussian distribution, the muon-spin relaxation function
is described by the so-called Kubo-Toyabe function [10-13]

2 2t2

1 2
AStat(ty = A, §+§(1 2 2t2yexp — (2.4)

where is the standard deviation of the Gaussian eld distribution.
Muon diffusion and the uctuations of the local eld will cause dynamics of
the muon-spin relaxation. This can be evaluated within the framework of the
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strong collision model [10-13]. In the slow dynamic limit, the muon-spin relax-
ation is derived as [10-13]

2 242
1 2 2 t
ANt)y=A) Zexp =t +=1 2 %2 exp ——— 2.5
()=Ao Zexp = 3 p 3 (2.5)
where is the local- eld correlation frequency due to the muon diffusion and
the local- eld uctuations. In the fast dynamic limit, the muon-spin relaxation
function is written as [10-13]

AN ()= Agexp(  t) (2.6)

where isthe muon-spin relaxation rate.

Consequently, the SR technique is well suited to studying spin dynamics in
the PM regime of the (Mn,Fe),(P,Si)-type compounds. Our SR experiments were
carried out on the general purpose surface-muon instrument (GPS) at the Swiss
muon source (S S) at the Paul Scherrer Institute (PSI), Switzerland.

2.7. POLARIZED NEUTRON DIFFRACTION

Eutron polarization analysis is able to unambiguously separate the mag-
N netic scattering cross section from nuclear coherent and nuclear
spin-incoherent contributions, which has been widely used to study magnetic

short-range order in materials [14, 15].

The total differential scattering cross section g— measured in a neu-

tota
tron scattering experiment is a sum of three distinguishable contributions:

d d d d
— = — + +

— 2.7)
d total d nuc d si

d mag

where the g— is the sum of the nuclear coherent and isotope incoherent

nuc
cross sections, which has no effect on the neutron spin. The g— _isthe nuclear

Sl
spin-incoherent cross section, which has a probability of 2/3 to ip the neutron

spin. The g— is the magnetic cross section, which only detects the Fourier
mag

component of the magnetization perpendicular to the scattering vector Q. The
magnetic scattering may or may not ip the neutron spin, depending on the rel-
ative direction between the neutron spin and the magnetization. When the neu-
tron spin is perpendicular to the Fourier component of the magnetization, it will
be ipped. When they are parallel to each other, the neutron spin is not ipped.
Consequently, the three scattering contributions can be unambiguously sepa-
rated.
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XYz neutron polarization experiments were performed on the D7 diffuse scat-
tering diffractometer [14] at the Institut Laue-Langevin (ILL), with an incident
neutron wavelength of 3.12 . The powder samples (10 grams) were put into
an aluminum hollow cylinder. Six spin-dependent scattering cross sections were
measured for xyz polarization analysis between 150 K T 500 K. The scatter-
ing cross sections were integrated for energy transfers ranging from about -10 to
8.5 meV. The instrument-dependent background was estimated from measure-
ments of an empty sample can and a cadmium sample. Amorphous quartz was
measured to establish the polarization ef ciency for D7. Vanadium was mea-
sured to calibrate the detector ef ciencies and to allow the scattering cross sec-
tions from the samples to be expressed in absolute units.

A schematic illustration of the neutron polarization analysis is shown in
Fig. 2.4. The incident neutron beam is polarized using a focusing Sch rpf super-
mirror bender. During a non-spin- ip experiment (see Fig. 2.4(a)), the ipper
is off. The interaction between neutron and the sample may or may not in u-
ence the neutron spin, depending on the different scattering contributions, as
discussed above. Only the non-spin ipped neutrons can pass through the an-
alyzer. As a result, the measured scattering cross-section on the detectors is a
sum of scattering processes that do not ip the neutron spin. During a spin- ip
experiment (see Fig. 2.4(b)), the ipper is on and the measured scattering cross-
section is a sum of contributions that ip the neutron spin.

Figure 2.5 shows the geometry of the xyz-polarization analysis experiment
on the D7 diffuse scattering diffractometer [14], which has a planar multi-detector
in the xy plane. As a result, the incident and scattered neutron wavevectors K;
and k¢ and also the scattering vector Q are all constrained to lie in the xy plane.
During the experiment, the incident polarization is oriented alternately along

the orthogonal x, y and z directions. For each polarization experiment, the non-
NSF
spin- ip and spin- ip cross sections are measured. The non-spin- ip g—

SF
and spin- ip g— cross sections for an xyz-polarization analysis measure-

ment can be expressed as [14-16]:

NSF

d 1., d 1d d
—_— ==sin —_— +- — + — (2.8)
d X 2 d mag 3.d si d nuc
d SF 1 , d 2 d
— == 1+cos — +- — (2.9)
d 2 d mag 3 d
d NSF—1c052 +1 d + d (2.10)
d , 2 d mag 3d & d '




18 2. EXPERIMENTAL TECHNIQUES
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Figure 2.4: Schematic illustration of the non-spin- ip (a) and spin- ip (b) experiments.

(b) IPolarlzer | | |Fllpper off

0

Figure 2.5: The geometry of the xyz-polarization analysis experiment on D7 at ILL [14]. The in-
cident polarization is oriented alternately along the orthogonal x, y and z directions. The Sch rpf
angle, ,isthe angle between the scattering vector, Q, and the arbitrarily positioned x axis.
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d SF ., 2 d
— == 1+4sin —_— +- — (2.12)
d y mag 3 d si
d NSF 1.4 1 d d
— == — +- — o+ — (2.12)
d z 2 d mag 3 d si d nuc
d SF 1.d 2 d
— == — +- — (2.13)
d , 2 d gmag 3 d

The magnetic cross section can independently be calculated in two ways
from the above equations:

d d SF d SF d
mag X y z
or
d d NSF d NSF d NSF
- =4 — 2 — o+ — (2.15)
d mag d , d d

The nuclear and the spin-incoherent cross sections can be derived as

NSF d SF
e 2.16
| ( )

total

2

[N
Q_|Q_

d —_—
— =

nuc total

d 1d SF d
— == — — (2.17)
d si 2 d (otar d mag
Consequently, the nuclear coherent and isotope incoherent cross sections,
magnetic cross section, and spin-incoherent cross section can unambiguously

be separated using the six xyz-polarization analysis experiments.
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TUNING THE MAGNETOELASTIC
TRANSITION IN (MN,FE),(P,SI)
COMPOUNDS BY P/SI RATIO

Neutron diffraction experiments on the (Mn,Fe),(P,Si)-type compounds reveal a
site preference of Si atoms in the hexagonal structure. The degree of ordering for
Si atoms depends on the Si/P ratio, while it is independent of the Mn/Fe ratio. The
ferromagnetic-paramagnetic magnetoelastic transition is closely related to the size
of the magnetic moment on the 3fsite. A preferred occupation of Si atoms on the
2c site stabilizes and decreases the magnetic moment on the 3fand 3g site, respec-
tively, which is supported by the first-principle density function theory calcula-
tions. This effect, together with the contribution from the Si substitution-induced
changes in the interatomic distances, leads to a phase transition that is tuneable
in temperature and degree of first order in Mn1 >s5Feg 70P1-xSix compounds. These
results provide us with further insight into the relationship between the magne-
toelastic phase transition and the local atomic coordination.

23
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Figure 3.1: Schematic representation of (Mn,Fe)2(PSi) crystal structure.

3.1. INTRODUCTION

HE giant magnetocaloric effect (GMCE), associated with a rst-order mag-
T netoelastic transition, makes near room-temperature magnetic refrigeration
attractive as a highly ef cientand environment-benign cooling technology [1-6].
The evolution of (Mn,Fe),(P.Si) compounds from the Fe,P parent phase by par-
tially substituting Mn for Fe and Si for P brings tunable phase transition temper-
atures and GMCE [7-9]. Neutron diffraction experiments and rst-principle cal-
culations indicate the preferential occupation of the two transition metal atoms
in the hexagonal structure (space group P$2m) [10-13]. Mn prefers the 3g site
with ve nonmetal nearest neighbours forming a square pyramid, while Fe favors
the 3f site surrounded by four nonmetal coordination atoms forming a tetrahe-
dron (see Figure 3.1). Strong and weak magnetism appears on the 3g and 3f site
respectively as a consequence of the different coordination environments.

The site preference of the nonmetal substitution atoms in Fe;P can be es-
timated based on the atomic radii [14]. Nonmetal atoms with a larger radius
than P (e.g., As and Si) are expected to occupy the 2c site, while those having a
smaller radius (e.g., B) prefer the 1b site. This prediction has been experimen-
tally con rmed in Fe,P by X-ray diffraction in the case of As substitution [15] and
by M ssbauer spectroscopy for B substitution [16]. However, no experimental
con rmation of the Si site preference in Fe,(PSi)-type compounds was found.
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The rst-order magnetoelastic transition in Fe;P-type compounds is accom-
panied by changes in the density of states (DOS) of the transition-metal 3d elec-
trons [9, 17, 18]. M ssbauer spectroscopy shows that Si substitution for P in
Fe,P changes the local electronic structure and hyper ne elds of its coplanar
Fe atoms [19]. Theoretical calculations in the (Mn,Fe),(PSi) yield higher Fe (Mn)
moments when a larger number of coplanar Si nearest neighbors is considered
[13]. The interatomic distances also signi cantly in uence the chemical bond-
ing between nearest neighbours, leading to changes in the transition-metal band
structure and therefore magnetic moment [10, 18]. In addition, magnetization
measurements reveal that the ferromagnetic(FM)-paramagnetic(PM) phase tran-
sition temperature (T¢) increases with increasing Si content in (Mn,Fe)»(P,Si) com-
pounds [8]. This implies that the FM state is stabilized by Si substitution. Con-
sequently, it is necessary to resolve the underlying relation between the tun-
able phase transition and the changes in local coordination environment around
transition metals in the Fe,P-type compounds upon nonmetal substitution.

In this chapter, temperature-dependent neutron diffraction experiments were
performed to monitor the evolution of local magnetic moments and interatomic
distances across the FM-PM phase transition in (Mn,Fe),(PSi) compounds. Par-
ticular attention is paid to the site preference of Si atoms and its in uence on
local magnetic moments. Composition speci ¢ density function theory (DFT)
calculations were performed by Roy and de Groot to verify the experimental re-
sults. The in uence of Si substitution on phase transition is discussed on the
basis of Si site preference and interatomic distances.

3.2. EXPERIMENTAL

HE Mn1 25Fep.70P1-xSix (X = 0.45, 0.50 and 0.55) compounds were prepared
Tas described in Chapter 2. Magnetic characterization was performed us-
ing the reciprocating sample option mode (RSO) in a superconducting quan-
tum interference device (SQUID) magnetometer (Quantum Design MPMS 5XL).
Calorimetry measurements were performed using a commercial Differential
Scanning Calorimeter (TA Instruments Q2000).

In situ time-of- ight neutron powder diffraction was measured on the Gen-
eral Materials Diffractometer (GEM) at the ISIS pulsed neutron source facility,
Rutherford Appleton Laboratory, UK. The sample as coarse powder (about 7 g)
was contained in an 8 mm diameter vanadium can, which was mounted in a cry-
ofurnace. The diffraction data were collected continuously from six banks dur-
ing the heating process. The heating rate was about 1 K/min. The temperature
ranges were: from 10 to 260 K for the x = 0.45 sample, from 160 to 300 K for the x =
0.50 sample and from 10 to 375 K for the x = 0.55 sample. Nuclear and magnetic
structure re nement of the neutron diffraction patterns were performed using
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Figure 3.2: Contour plots of neutron diffraction patterns for Mn1 25Feg 70P1-xSix. The bar on the
right represents the normalised intensity scale.

Fullprof s [20] implementation of the Rietveld re nement method.

For electronic structure calculations, the Projector Augmented Wave (PAW)
method implemented in the Vienna Ab-initio Simulation Package (VASP) [21]
was used. Exchange interactions were taken into account using the generalized
gradient approximation (GGA) by Perdew, Burke and Ernzerhof (PBE) [22]. The
Brillouin zone integration was done using a gamma centered k-point mesh of
3 3 8k-points in the irreducible part of the Brillouin zone. The cutoff energy
of the augmentation function was taken as 500 eV and for smearing, a Gaussian
function was used. For all the calculations we relaxed the ionic positions with a
force convergence of 0.001 eV/ for all the atoms. The energy convergence crite-
riawas setat 10 7 eV.

3.3. TUNABLE MAGNETOELASTIC TRANSITION

HE temperature-dependent neutron diffraction patterns are shown in Fig-
T ure 3.2 for the Mnq 25Feg 70P1-xSix (X = 0.45, 0.50 and 0.55) compounds. All
compounds display a similar evolution of the unit cell parameters with increas-
ing temperature, i.e. a contraction in the ab plane and an expansion along the
c-axis. Besides, the diffraction peaks show a discontinuity at T¢. This reveals
the rst-order nature of the magnetoelastic transition for the Mnj »5Feq 70P1-xSix
compounds studied here. With increasing Si content T¢ increases, while the rst
order character of the phase transition, manifest in the jump of the peak po-
sitions, decreases. This is consistent with magnetization and X-ray diffraction
results previously obtained [8].

The speci c heat was measured through the phase transition for the three
samples. As presented in Figure 3.3, the thermal hysteresis is strongly reduced
from 7 Kto 1 K as Si content increases from 0.45 to 0.55, indicating the weakening
of the rst-order character of the transition. The latent heat also decreases with
Si content, re ecting the decrease in the energy barrier associated with the phase
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Figure 3.3: Speci c heat as a function of temperature for Mn1 25Feg 70P1-xSix (x = 0.45, 0.50 and

0.55). The latent heat of transition for the 3 samples is shown in the inset. The dashed line is the
guide to the eye.

transition, in agreement with the thermal hysteresis trend observed. As a result,
substituting Si for P stabilizes the FM state of (Mn,Fe)»(P,Si) compounds, while it
weakens the rst-order nature of the phase transition.
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Figure 3.4: Observed and calculated neutron diffraction pattern at the GEM (detector bank 6 with
<2 > 154.40 ) for Mn1 25Feq.70P0.55Si0.45. Vertical lines indicate the peak positions for nuclear
(top) and magnetic (middle) structure of the main phase, and the impurity phase (Mn,Fe)3Si (bot-
tom).

3.4. SITE OCCUPATION OF SI ATOMS

IGURE 3.4 shows the neutron diffraction pattern of the x = 0.45 compound in

the FM state as an example. A good tis obtained for a hexagonal structure
model (space group P#$2m) with magnetic moments within the ab plane.

The detailed structure parameters and magnetic moments derived from Ri-
etveld re nements can be seen in Table 3.1. For these Mn-rich samples, the neu-
tron diffraction results reveal a clear site preference of Mn and Fe: the 3g sites are
completely occupied by Mn atoms, while 72% of the 3f sites are taken up by Fe
and 28% by Mn. The observed site preference of Mn and Fe is in good agreement
with literature reports [10, 12, 13].

The distribution of Si on the 2¢ and 1b sites was further studied. The frac-
tion of Si on the 2c¢ site with respect to the total Si content, hereafter referred
to foc(Si), for the Mny o5Feq 70P1-xSix compounds is plotted in Figure 3.5. For the
present series of compounds, the f,.(Si) increases linearly with Si content. All
three compounds have a f,.(Si) higher than expected for a random Si distribu-
tion (f(Si) 67%), indicating a preferred occupation of Si on the 2c site rather
than the 1b site. The Si site preference is more pronounced in the higher Si-
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Figure 3.5: Fraction of Si on the 2c¢ site in (Mn,Fe)2(P.Si) derived from neutron diffraction. The
solid line is the guide to the eye. The dashed line indicates the fo.(Si) in the case of a random Si
distribution.

substitution compounds. Interestingly, the fo¢(Si) in Mng ggFe1 29P1-xSix (X = 0.34,
0.37 and 0.43) compounds [11] and in the Mn1 3gFeq 65P0.50Sip.50 compound [10]
also present the same behavior (see Figure 3.5). As a result, the Si distribution is
closely related to the Si content in the compounds, while it is independent of the
Mn/Fe ratio.
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The Si distribution was also studied by rst-principle DFT calculations. A
2 2 1lsupercellisbuilt with lattice parameters a =6.223 andc =3.289 taken
from the neutron diffraction experiments for x = 0.55. The supercell contains
15 Mn, 9 Fe, 7 Si and 5 P atoms, with a composition Mn1 25Feq 75Pg.42Sig 58 close
to the x = 0.55 sample. Atomic con gurations for different Si distributions on
the 2c and 1b sites are modeled by lling the 8 2¢ sites in the supercell with a
different number (3, 4, 5, 6 and 7) of Si atoms. The corresponding f»¢(Si) are
3/7,4/7,5/7,6/7 and 1. The total energy as a function of the f,.(Si) is presented
in Figure 3.6(a). The total energy decreases with increasing fo(Si). This clearly
reveals that Si prefers the 2c sites instead of the 1b sites, in good agreement with
the experimental results and previous theoretical calculation reports [13, 23].

The site preference of Si on the 2c¢ site can be understood by the non-metal
atomic size factor proposed by Rundqvist [14] since Si has a larger atomic radius
than P. However, this size factor is not observed in the case of As substitution in
the hexagonal (Mn,Fe),P;.xAsx compounds. The substituted As atoms are sta-
tistically distributed on the 2¢ and 1b sites [24], although the atomic radius of
As is much larger than that of P. The strong contrast of the site occupation be-
tween As and Si likely arises from their different chemical properties. As and P
have the same number of valence electrons, while Si has less. Therefore, while
As substitution has no effect on the electronic environment, Si induces a signif-
icant electronic recon guration. As a result, Si atoms prefer to occupy the lower
energy 2c site.
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3.5. THERMAL EVOLUTION OF MAGNETIC MOMENTS

IGURE 3.7 displays the thermal evolution of the sublattice magnetic moments

derived from neutron diffraction measurements for Mny o5Feg 70P1-xSix com-
pounds. The magnetic moment on the 3f site shows an increasing trend with in-
creasing Si content, while the moment on the 3g site shows the opposite trend.
Since the moment in the 3g site is roughly double that of the 3f site, the total
moment decreases with increasing Si substitution, which is consistent with the
magnetization measurements.

All compounds display a similar temperature dependence of the magnetic
moments on the 3f and 3g sites. The moment on the 3g site is hardly in u-
enced by increasing temperature whereas the moment on the 3f site drops with
increasing temperature, particularly in the vicinity of T¢. Besides that, previous
theoretical calculations [9] indicate that Fe moment on the 3f site is signi cantly
reduced after the ferro-paramagnetic magnetoelastic transition, while Mn on the
3g site still carries magnetic moment of over 2 g.These results demonstrate that
the magnetoelastic transition in Mny o5Feg 70P1-xSix compounds is closely linked
with the drop of the magnetic moment on the 3f site. However, the high-moment
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state of the 3f site persists to higher temperatures for the compounds contain-
ing more Si atoms. This gives us a clear evidence of the enhancement of the FM
state by Si substitution for P in Mnj »5Feq 70P1-xSix compounds. Therefore, the
rise in T¢ of the FM-PM transition with increasing Si content (see Figure 3.2) can
be attributed to the stabilization of the magnetic moment on the 3f site.

The rst-order phase transition behavior in the (Mn,Fe),(PSi)-type
compounds is closely related to the unique mixed magnetism of the system.
[9, 10] The preferred occupation of Si on the 2c¢ site causes signi cant electronic
recon guration around the 3f and 3g sites, which stabilizes and decreases the
magnetic moment on the 3f and 3g site, respectively. This weakens the instabil-
ity of the moments on the 3f site and the strong magnetism on the 3g site. Thus,
by changing Si content the electronic structure is changed, allowing us to effec-
tively tune the mixed magnetism in the system and the phase transition charac-
ter. Consequently, the site preference of Si can tune the order of phase transition
while As atom, having the same number of valence electrons as P and thus being
statistically distributed, cannot [25, 26].

The Fe (Mn) magnetic moment formation is in competition with chemical
bonding in the Mny 25Feg 70P1-xSix compounds, which is strongly in uenced by
the coordination environment around the Fe (Mn) atoms. Two main contri-
butions from the coordination atoms should be taken into consideration: the
atomic species and the interatomic distances. Figure 3.6(b) illustrates the mag-
netic moments on the 3f and 3g sites as a function of f»;(Si) obtained from the
DFT calculations. Higher and lower magnetic moments are predicted on the 3f
and 3g sites respectively when more Si atoms occupy the 2c sites. According to
the electronic structure calculations, (Mn,Fe),(P,Si) has only Fe and Mn d elec-
trons close to the Fermi level, while P and Si p electrons are located far below
[13]. Electron transfer from the Fe and Mn d band to P and Si p band would be
expected to Il the P and Si p band, which enhances the splitting of the Fe and
Mn d band and thus increases the magnetic moment of the Fe and Mn supply-
ing the electrons. This electron transfer feature is more pronounced for coplanar
metal-nonmetal neighbors as indicated by the isomer shift in M ssbauer spec-
tra of Fe,(PSi) compounds [19]. Since Si has less valence electrons than P, the
preferred occupation of Si on the 2¢ site would bring larger magnetic moments
on its coplanar 3f site. These results suggest that larger magnetic moments will
develop on the 3f or 3g site when there are more coplanar Si nearest neighbours,
which is in accordance with previous theoretical calculation results [13].
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3.6. INTERATOMIC DISTANCES

HE interatomic distance also plays a crucial role in the competition between

magnetic moment and chemical bonding. The neutron diffraction exper-
iments reveal that compared with the interlayer interatomic distances, the in-
tralayer interatomic distances show a much stronger dependence on tempera-
ture or Si substitution. This probably arises from the recon guration of elec-
tronic structure during the phase transition or upon Si substitution taking place
mainly within the layer. The intralayer interatomic distances decrease with rising
temperature, as shown in Figure 3.8. As a result, the magnetic moments decrease
with increasing temperature due to the growing overlap of 3d states as well as
the enhanced metal-nonmetal hybridization (see Figure 3.7). Moreover, the in-
tralayer distances expand when more Si atoms replace P (see Figure 3.8). Larger
magnetic moments, therefore, are expected on the 3f and 3g sites for the higher
Si-containing compounds. This is con rmed by the neutron diffraction results
for the magnetic moment on the 3f site (see Figure 3.7). However, the observed
magnetic moment on the 3g site shows an unexpected decrease with increasing
Si substitution although the Mn(3g)-Mn(3g) distance expands. Such a deviation
can be understood by the increasing Si occupancy on the 2c¢ site with increas-
ing Si content, as indicated in Figure 3.5. In the higher Si-containing samples,
less electron transfer occurs between the 3g-1b coplanar sites and it therefore
causes less moment to develop on the 3g site (see Fig 3.6b). As a consequence,
the changes in the sublattice magnetic moments induced by Si substitution are
the results of both Si site preference and the varying interatomic distances.

3.7. CONCLUSIONS

N summary, the thermal evolution of sublattice moment and nuclear structure
I in Mny 25Feg 70P1-xSix (X = 0.45, 0.50 and 0.55) have been monitored across the
magnetoelastic transition by means of temperature-dependent neutron diffrac-
tion. The Si distribution on the 2¢ and 1b sites in the hexagonal (Mn,Fe),(P,Si)-
type compounds can be predicted based on the neutron diffraction results, which
is dependent on the Si/P ratio while independent of the Mn/Fe ratio. The FM-PM
magnetoelastic transition is accompanied by the decrease of the magnetic mo-
ment on the 3f site. The clear preference of Si to occupy the 2c site stabilizes and
decreases the magnetic moment on the 3f and 39 site, respectively, which is sup-
ported by the rst-principle calculations. The intralayer interatomic distances
are expanded by Si substitution, which also enhances the magnetic moments on
the 3f sites. The phase transition with tunable degree of rst order and critical
temperature in (Mn,Fe)2(P,Si)-type compounds is attributed to the Si site prefer-
ence in combination with changing interatomic distances.



REFERENCES 37

REFERENCES

[1]

[2]

[3]

[4]

[3]

[6]

[7]

[8]

[9]

[10]

[11]

X. X. Zhang, J. Tejada, Y. Xin, G. F Sun, K. W. Wong, and X. Bohigas, Mag-
netocaloric effect in Lag g7Cag 33MnO and Lag g9Y0.07Cag 33MnO bulk mate-
rials, Appl. Phys. Lett. 69, 3596 (1996).

V. K. Pecharsky and K. A. Gschneidner, Jr, Giant magnetocaloric effect in
Gds(SioGey), Phys. Rev. Lett. 78, 4494 (1997).

H. Wada and Y. Tanabe, Giant magnetocaloric effect of MnAs; xShy, Appl.
Phys. Lett. 79, 3302 (2001).

O. Tegus, E. Br ck, K. H. J. Buschow, and E R. de Boer, Transition-metal-
based magnetic regrigerants for room-temperature applications, Nature 415,
150 (2002).

A. Fujita, S. Fujieda, Y. Hasegawa, and K. Fukamichi, Itinerant-electron
metamagnetic transition and large magnetocaloric effects in La(FexSi1 x)13
compounds and their hydrides, Phys. Rev. B 67, 104416 (2003).

E. Br ck, Developments in magnetocaloric refrigeration, J. Phys. D: Appl.
Phys. 38, R381 (2005).

N. H. Dung, L. Zhang, Z. Q. Ou, and E. Br ck, From first-order magneto-
elastic to magneto-structural transition in (Mn,Fe)1.95Pg.50Sig 50 cOmpounds,
Appl. Phys. Lett. 99, 092511 (2011).

N. H. Dung, L. Zhang, Z. Q. Ou, and E. Br ck, Magnetoelastic coupling and
magnetocaloric effect in hexagonal Mn-Fe-P-Si compounds, Scripta Mater.
67,975 (2012).

N.H. Dung, Z. Q. Ou, L. Caron, L. Zhang, D. T. Cam Thanh, G. A. de Wijs, R. A.
de Groot, K. H. J. Buschow, and E. Br ck, Mixed magnetism for refrigeration
and energy conversion, Adv. Energy Mater. 1, 1215 (2011).

N. H. Dung, L. Zhang, Z. Q. Ou, L. Zhao, L. van Eijck, A. M. Mulders,
M. Avdeev, E. Suard, N. H. van Dijk, and E. Br ck, High/low-moment phase
transition in hexagonal Mn-Fe-P-Si compounds, Phys. Rev. B 86, 045134
(2012).

Z.Q.0u, L. Zhang, N. H. Dung, L. van Eijck, A. M. Mulders, M. Avdeev, N. H.
van Dijk, and E. Br ck, Neutron diffraction study on the magnetic structure
of FepP-based Mng ggFe1 29P1 xSix melt-spun ribbons, J. Magn. Magn. Mater.
340, 80 (2013).




38

REFERENCES

[12]

[13]

[14]

[15]

[16]

[17]

[18]

[19]

[20]

[21]

[22]

[23]

[24]

M. Hudl, P. Nordblad, T. Bj rkman, O. Eriksson, L. H ggstr m, M. Sahlberg,
Y. Andersson, E. K. Delczeg-Czirjak, and L. Vitos, Order-disorder induced
magnetic structures of FeMnPg 75Sig 25, Phys. Rev. B 83, 134420 (2011).

X. B. Liu and Z. Altounian, A first-principles study on the magnetocaloric
compound MnFeP,/3Siy/3, J. Appl. Phys. 105, 07A902 (2009).

S. Rundqvist, Ark. Kemi 20, 67 (1962).

A. Catalano, R. J. Arnott, and A. Wold, Magnetic and crystallographic prop-
erties of the system Fe;P1 yAsy, J. Solid State Chem. 7, 262 (1973).

R. Chandra, S. Bjarman, T. Ericsson, L. H ggstr m, C. Wilkinson, and
R. W ppling, A mossbauer and X-ray study of Fe,P; xBx compounds
(x<0.15), J. Solid State Chem. 34, 389 (1980).

X. B. Liu, J. Ping Liu, Q. Zhang, and Z. Altounian, Fe magnetic moment for-
mation and exchange interaction in Fe,P: a first-principles study, Phys. Lett.
A 377,731 (2013).

Z. Gercsi, E. K. Delczeg-Czirjak, L. Vitos, A. S. Wills, A. Daoud-Aladine,
and K. G. Sandeman, Magnetoelastic effects in doped Fe,P, Phys. Rev. B 88,
024417 (2013).

P.Jernberg, A. A. Yousif, L. H ggstr m, and Y. Andersson, A Mdssbauer study
of FeoP1 «Siy (x<0.35), J. Solid State Chem. 53, 313 (1984).

J. Rodr guez-Carvajal, Recent advances in magnetic structure determination
by neutron powder diffraction, Physica B 192, 55 (1993).

G. Kresse and J. Furthm ller, Efficient iterative schemes for ab initio total-
energy calculations using a plane-wave basis set, Phys. Rev. B 54, 11169
(1996).

J. P Perdew, K. Burke, and M. Ernzerhof, Generalized gradient approxima-
tion made simple, Phys. Rev. Lett. 77, 3865 (1996).

E. K. Delczeg-Czirjak, L. Delczeg, M. P. J. Punkkinen, B. Johansson, O. Eriks-
son, and L. Vitos, Ab initio study of structural and magnetic properties of
Si-doped Fe,P, Phys. Rev. B 82, 085103 (2010).

M. Bacmann, J. L. Soubeyroux, R. Barrett, D. Fruchart, R. Zach, S. Niziol, and
R. Fruchart, Magnetoelastic transition and antiferro-ferromagnetic ordering
in the system MnFePy yAsy, J. Magn. Magn. Mater. 134, 59 (1994).



REFERENCES 39

[25] R. Hermann, O. Tegus, E. Br ck, K. H. J. Buschow, F. de Boer, G. Long, and
F Grandjean, Mdssbauer spectral study of the magnetocaloric FeMnP; yxAsy
compounds, Phys. Rev. B 70, 214425 (2004).

[26] O. Beckman and L. Lundgren, in Handbook of Magnetic Materials, edited
by K. H. J. Buschow (North-Holland, Amsterdam, 1991), Vol. 6, pp. 181-287 .







TUNING THE MAGNETOELASTIC
TRANSITION IN (MN,FE),(P,SI)
COMPOUNDS BY B, CAND N
DOPING

The magnetoelastic transition in (Mn,Fe)»(P.Si) is tunable by doping the structure
with B, C and N atoms. Neutron diffraction experiments reveal that B substitutes
Si on the 1b site of the hexagonal P#2m structure, C occupies the interstitial 6j
and 6k sites, while N distributes on both the 1b and interstitial 6j and 6k sites.
The tuning mechanism has been discussed in terms of the subtle variations in elec-
tronic configuration around the Fe atoms.

41
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4.1. INTRODUCTION

EXAGONAL (Mn,Fe),(PSi)-type compounds [1-4] are, to date, the most
H promising materials for refrigeration and energy conversion applications
due to the combination of a giant magnetocaloric effect (GMCE) and low mate-
rial costs. The GMCE in these compounds originates from a rst-order magne-
toelastic transition (FOMT), i.e., the ferromagnetic (FM) to paramagnetic (PM)
transition is strongly coupled with a structure change [2, 5-7].

As indicated by density functional theory (DFT) calculations [2, 8, 9], the
FOMT in (Mn,Fe),(RPSi)-type materials is associated with the electron-density re-
distribution around Fe atoms on the 3f site in the hexagonal structure. Above the
ferromagnetic transition temperature T¢, the magnetic moment of Fe is reduced
due to the strong electronic redistribution around the 3f site. In contrast, the Mn
atoms occupying the 3g site display strong magnetism, and do not show a signif-
icant reduction in magnetic moment. The electronic con guration around the
3f site is highly sensitive to its chemical environment, such as the neighboring-
atom species and interatomic distances [5, 10]. As a result, the critical temper-
ature as well as the character of FOMT may be tuned through subtle changes in
the atomic surroundings of the 3f site.

The tunability of the FOMT, triggered by subtle changes in electronic con g-
uration, has already been demonstrated by varying the Mn/Fe and P/Si ratios
in (Mn,Fe)»(RSi) alloys [2, 11, 12]. Another effective way of tuning the FOMT
is through B doping in (Mn,Fe),(PSi) [4], although the structural origin of the
tuning by B doping is still unclear. In this chapter, it is shown that the FOMT
of (Mn,Fe),(RSi) can also be tuned by doping with C and N atoms. As C and N
are much cheaper than B, they are consequently more promising for large-scale
commercial applications. Neutron diffraction is employed to resolve the occu-
pancy of B, C and N dopants in the structure, which allows us to explore the re-
lation between structural changes and the tunability of the FOMT. The variation
in electronic con guration around the magnetic atoms can be used to tailor the
magnetoelastic transition in many materials.

4.2. EXPERIMENTAL

AMPLES with nominal compositions MnFeg g5Pg.67Sip.33 (parent compound),

MnFe0_95P0_67Si0_338X (X =0.03 and 006) and MnFe0_95P0_67Si0_33Ny (y =0.02
and 0.06) were prepared by ball milling, as described in Chapter 2.
MnFeg.95P0.67Si0.33C, (z = 0.05 and 0.10) alloys were prepared by melt-spinning,
as described in Chapter 2. The starting materials were Mn, Fe, P, Si, FesN, C and
B!! (isotope) powders with a purity higher than 99.9%. The concentration of C
and N in the as-prepared samples were evaluated by the combustion method on
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Table 4.1: The C and N concentrations in the as-prepared samples from elemental analysis.

Nominal composition Nominal w.t.% Measured w.t.%
MnFeo 95P0.67Si0.33C0.05 0.43 0.50;
MnFeg 95P0.67S10.33C0.10 0.86 0.95;
MnFeo.95P0.67Si0.33No.02 0.20 0.19;
MnFeo 95P0.67S10.33No.06 0.60 0.55;

aLECO elemental analyzers. The results from the elemental analysis are summa-
rized in Table 4.1, which are in good agreement with the nominal compositions.

Magnetic properties were characterized using a superconducting quantum
interference device (SQUID) magnetometer (Quantum Design MPMS 5XL). Time-
of- ight powder neutron diffraction data were collected at room temperature
on the General Materials Diffractometer GEM [13] at the ISIS pulsed spallation
neutron source, Rutherford Appleton Laboratory, UK. For each sample, approxi-
mately 10 g of powder was loaded into an 8 mm diameter thin-walled vanadium
sample can and data collected for 225 microAmprhour proton beam current on
the ISIS neutron target. Structure re nementwas performed using Fullprof s im-
plementation of the Rietveld re nement method [14] using the data collected in
all 6 GEM detector banks.

4.3. TUNABLE MAGNETOELASTIC TRANSITION

IGURE 4.1 shows the temperature-dependent magnetization of the parent
F and doped compounds. The samples were rst cooled in an applied eld of
1 T to 5 K, where the magnetization data were collected upon heating up to 350
K before cooling down again to 5 K. After that, isothermal magnetization curves
were measured at 5 K for applied eldsupto5T.

As shown in Fig. 4.1(a), a remarkable thermal hysteresis of about 76 K is ap-
parent for the parent alloy, characteristic for the strong rst-order nature of the
FOMT. The thermal hysteresis is signi cantly reduced to 17 K by doping with 3
at.% B and to 5 K by doping with 6 at.% B. A strong increase in T¢ is observed
for B doping. Similar effects on the thermal hysteresis and T¢ are also found
upon C doping (see Fig. 4.1(c)), although the in uence on the thermal hysteresis
is less pronounced compared to B doping. Additionally, the saturated magnetic
moment of MnFeg g5Pg.67Si0.33 is slightly reduced by B doping, while it is hardly
in uenced by C doping, as shown in Fig.4.1(b) and (d).

Compared to C and B, a striking difference in the in uence on the FOMT
is observed for N doping. The T¢ shifts to lower temperatures upon N doping,
while the thermal hysteresis increases (see Fig. 4.1(e)). Another interesting fea-
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Figure 4.1: Magnetization as a function of temperature for MnFeg 95Pg.67Sig.33 (parent
compound) and for different B (a), C (b) and N (c) doping concentrations. (d-f) The

corresponding isothermal magnetization curves as a function of applied eld at 5 K. Note that the
magnetization of the 6 at.% N-doped sample is magni ed by a factor of 5 for clarity.



4.4, SITE OCCUPATION OF DOPANT ATOMS 45

ture of N-doped materials is the notable drop in saturation magnetization at 5 K.
The isothermal magnetization curves (see Fig. 4.1(f)) of the N-doped materials
also have a different shape than the parent and B and C doped samples. Such
an anomaly is due to the kinetic arrest of the FOMT, as presented in Chapter
7. The FOMT in (Mn,Fe),(RSi)-type materials can be kinetically arrested under
certain conditions, leading to a coexistence of a metastable spin-density wave
(SDW) phase and a stable ferromagnetic phase below Tc. The rapid increase
in magnetization of the 2 at.% N-doped material with increasing magnetic eld,
as presented in Fig. 4.1(f), is related to the metamagnetic transformation of the
metastable SDW phase into the equilibrium FM phase.

4.4. SITE OCCUPATION OF DOPANT ATOMS

UE the strong magnetoelastic coupling in (Mn,Fe),(PSi)-type materials, vari-
D ations in T¢ and the hysteresis of the PM-FM transition are the result of
structural changes upon B, C and N doping. Resolving the occupation of these
light dopants in the structure and its in uence on the electronic state of the 3f
site is essential to understand the resultant changes in the FOMT.

These light dopants can be well detected and distinguished from other con-
stituents by neutron diffraction. In Fig. 4.2(a), the neutron diffraction pattern for
MnFep.95P0.67Si0.33Co.10 is shown as an example. The diffraction patterns from
all samples could be tted with the Fe,P-type hexagonal structure (space group
P-62m) with 4 different crystallographic sites, i.e., the 3f and 3g sites for Mn and
Fe atoms and the 2c¢ and 1b sites for P and Si atoms, respectively (see schematic
illustration in Fig. 4.2(b)). Non-metal dopants may substitute P/Si on the 2¢/1b
sites, with aspeci csite preference (depending on the atomic radius of the dopant
[15]) or occupy interstitial sites. Since B, C and N atoms have a smaller atomic
radius than P and Si, the unit cell will shrink in the case of substitution, while it
will expand for the occupation of interstitial sites.

The structure re nements show that B substitutes Si on the 1b site, while C
occupies the interstitial 6] and 6k sites (illustrated in Fig. 4.2(b)). This is con-
sistent with a contraction of the unit cell for B doping and an expansion for C
doping. Previous DFT calculations show that Si prefers to occupy the 2c¢ site (in-
stead of the 1b site) in the hexagonal structure, which is con rmed by neutron
diffraction experiments [5]. As Si atoms prefer to occupy the 2c site, B substitu-
tion for Si on the 1b site stabilizes the whole structure. The occupation of B and
C dopants has also been studied in Fe,P with the same crystal structure, where
B and C are both found to occupy the 1b site [16, 17]. The discrepancy in site oc-
cupation for C in Fe,P and (Mn,Fe),(PSi) may be attributed to the different local
environment around the 1b, 6j and 6k sites in these two materials.
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Figure 4.2: (a) Fitted powder neutron diffraction pattern for MnFeq g95P0.67Si0.33Co.10 collected at
the GEM (detector bank 6 with <2 > 154.40 ). Red circles indicate observed data points; black
line indicates calculated pro le; blue line indicates difference (obs-calc); vertical lines indicate
Bragg peak positions. (b) Schematic representation of (Mn,Fe)2 (P.Si)-type structure in the basal
planeatz=0and z = 1/2.
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The structural parameters derived from the Rietveld re nement are summa-
rized in Table 4.2. It should be noted that less than 1 wt.% of the Fe3Si-type im-
purity phase is found in the samples. The distribution of Mn and Fe atoms in the
hexagonal structure has not been in uenced by B and C doping. For an increase
in B concentration, the Si and P occupation on the 2c site is hardly in uenced,
while the amount of Si on the 1b site is decreased. The introduced C atoms are
found to be statistically distributed over the 6j and 6k sites without changing the
atomic distribution of P and Si in the structure.

Since N has a smaller atomic radius than C, one would expect that N also
enters interstitial sites like C. However, the unit-cell volume remains almost un-
changed after N doping, as shown in Fig. 4.3(a). About 20% of the N atoms enter
the 1b site while the rest enters the 6k and 6j interstitial sites (see Table 4.2).
The competition between the effect of interstitial and substitutional N doping
makes the unit-cell volume almost constant. Fig. 4.3(b) presents the evolution of
lattice parameters upon B, C and N doping. The unit cell shows a clear contrac-
tion along the c-axis and an expansion within the ab-plane upon B and C dop-
ing. However, the lattice parameters show no signi cant change upon N doping,
which may be due to the compensating effect of the interstitial and substitu-
tional occupation of N in the structure.
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4.5. INTERATOMIC DISTANCES

HE electronic recon guration around the Fe atoms on the 3f site is at the
T core of the FOMT in the (Mn,Fe),(P,Si)-type compounds. A detailed study of
atomic distances between Fe and its neighboring atoms can provide insights into
the relationship between the tunability of the FOMT and the structural changes
induced by B, C and N doping.

As shown in Fig. 4.4(a) and (b), the introduction of B increases the atomic
distance between Fe and its nearest Fe and Si atoms on the same layer, which
hinders the overlap of Fe-Fe 3d electrons and the formation of the Fe-Si chemical
bonds. In addition, the shortening of the Fe(3f )-Mn(3g) distance (see Fig. 4.4(c))
enhances the magnetic interaction between Fe and Mn atoms. These structural
changes as a result of the B doping promote the formation and development of
the Fe moment on the 3f site, leading to an increase in the FM transition tem-
perature. The enhancement of the Fe moment weakens the unique mixed mag-
netism in (Mn,Fe),(P.Si). A similar effect is also observed when the Si/P ratio
increases [5].

The occupation of C atoms on the interstitial 6j and 6k sites increases the
Fe-Fe and Fe-Si distance within the basal plane (see Fig. 4.4(a) and (b)), while it
has little in uence on the interlayer Fe-Mn distance (see Fig. 4.4(c)). This will
reduce the chemical bonding between Fe and its neighbors and stabilize the Fe
moment. According to DFT calculations [5, 17]and M ssbauer experiments [18],
charge transfer predominantly occurs between the Fe atoms on the 3f site and
their neighboring non-metal atoms on the same basal plane. Charge transfer
may occur from the Fe on the 3f site to the coplanar C atom on the 6j site in or-
derto Il the p band of C, which increases the splitting of the Fe d band and thus
enhances the Fe moment. On the other hand, the possible p-d hybridization be-
tween Fe(3f) and C(6j) will suppress the Fe moment. The competition between
these two opposite effects nally gives rise to the increase in T¢ upon C doping.
Compared to Band C,asmallerin uence on the Fe-Fe, Fe-Si and Fe-Mn distance
(see Fig. 4.4(a)-(c)) is observed for N doping. However, the short Fe(3f)-N(6j)
distance observed in Fig. 4.4(d) (much shorter than the Fe(3f)-C(6j) distance)
strongly enhances the p-d hybridization between Fe and N(6j). As a result, the
Tc of the FOMT is reduced upon N doping.
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4.6. CONCLUSIONS

HE magnetoelastic transition of (Mn,Fe),(PSi) can be tuned by doping with

B, C and N atoms. The site occupation of these light dopants in the crystal
structure is resolved by neutron diffraction. B substitutes Si on the 1b site, while
C occupies the interstitial 6j and 6k sites in the hexagonal structure. N atoms
distribute on both on the 1b and the interstitial 6j and 6k sites. The tuning effect
on the FOMT is caused by subtle variations in the electronic con guration, which
in turn tailor the mixed magnetism responsible for the excellent magnetocaloric
properties in these compounds.
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THERMAL-HISTORY DEPENDENT
MAGNETOELASTIC TRANSITION IN
(MN,FE),(P,S1) COMPOUNDS

The thermal-history dependence of the magnetoelastic transition in (Mn,Fe)2 (P Si)
compounds has been investigated using high-resolution neutron diffraction. As-
prepared samples display a large difference in paramagnetic-ferromagnetic (PM-
FM) transition temperature compared to cycled samples. The initial metastable
state transforms into a lower-energy stable state when the as-prepared sample
crosses the PM-FM transition for the first time. This additional transformation
is irreversible around the transition temperature and increases the energy bar-
rier which needs to be overcome through the PM-FM transition. Consequently the
transition temperature on first cooling is found to be lower than on subsequent cy-
cles characterizing the so-called “virgin effect”. High-temperature annealing can
restore the cycled sample to the high-temperature metastable state, which leads to
the recovery of the virgin effect. A model is proposed to interpret the formation and
recovery of the virgin effect.
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Figure 5.1: Temperature-dependent (a) magnetization and (b) speci c heat during the rst, sec-
ond and third thermal cycle of as-prepared Mn1 gFeg.95P0.60Si0.40 Sample.

5.1. INTRODUCTION

EXAGONAL Fe,P-type compounds, showing a strong spin-lattice coupling
H and a giant magnetocaloric effect, are of great interest for scientists working
on both fundamental research and technological applications. [1-8]
(Mn,Fe),(PSi) compounds display a rst-order paramagnetic-ferromagnetic
(PM-FM) transition coupled with the discontinuous changes in the lattice pa-
rameters. [4, 5, 9] The character of the phase transition and the critical tempera-
ture can be easily tuned by balancing the Mn/Fe and P/Si ratios.[10] Interestingly,
the magnetoelastic transition in the (Mn,Fe),(PSi) compounds shows a peculiar
thermal-history dependence. As illustrated in Fig. 5.1, the as-prepared sam-
ple has a signi cantly lower phase transition temperature (T¢) upon rst cool-
ing than on second and subsequent cooling cycles. Since this behavior is only
observed in as prepared or virgin samples it is termed the virgin effect. Sim-
ilar behavior has also been reported in MnAs-based [11], MnCoGe-based [12],
(Mn,Fe)2(RGe) [13, 14] and (Mn,Fe)»(P,Si,Ge) [15] compounds.

The difference in T¢ between the rst and second cooling processes of the
as-prepared sample, hereafter referred to as Tg;j, is taken as a measure of how
strong the virgin effect is.  T¢j values of about 6 K and 13 K were observed in
as-prepared MnAs-based and MnCoGe-based compounds, respectively. The vir-
gin effect in these two compounds was proposed to be due to the big volume
change (about 2% and 4%) accompanying the magnetostructural transition.[11,
12] However, (Mn,Fe),(RSi) has a stronger virgin effect with a T¢; of about 15
K, while the volume change at the magnetoelastic transition is less than 0.2%.
Zhang et al.[16] suggested that the virgin effect in (Mn,Fe)2(PSi) is due to the
swapping of atomic positions during the rst cooling of an as-prepared sample,
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although no experimental evidence was found. Based on temperature-dependent
M ssbauer experiments, Liu et al.[13] proposed that the virgin effect observed in
(Mn,Fe),2(P.Ge) may originate from an additional irreversible structural change
during the rst cooling process of an as-prepared sample. H glin et al.[17] also
attributed the virgin effect in (Mn,Fe),(RSi) to irreversible structural changes.

In this chapter, the temperature-dependent high-resolution neutron diffrac-
tion was performed to monitor the changes in structural parameters, especially
the interplanar spacing, during the rst and second thermal cycle of an
as-prepared (Mn,Fe),(PSi) sample. A recovery of the virgin effect induced by
thermal activation was observed experimentally. The virgin effectin (Mn,Fe),(P,Si)
can be attributed to the presence of an irreversible structural transformation.

5.2. EXPERIMENTAL

HEMnN1 gFeg.95P0.60Si0.40 compound was prepared as described in Chapter 2.

The magnetic properties were characterized using a superconducting quan-
tum interference device (SQUID) magnetometer (Quantum Design MPMS 5XL)
in the reciprocating sample option (RSO) mode. The speci c¢ heat was measured
using acommercial differential scanning calorimeter (TA Instrument Q2000) op-
erated at the standard mode. In-situ neutron diffraction experiments were car-
ried out on the time-of- ight high-resolution powder diffractometer (HRPD) at
the ISIS pulsed neutron source facility, UK. This instrument hasa d/d resolu-
tionof 4 10 “ whichallows us to accurately study the changes in the interpla-
nar spacings inside the sample through the phase transition. Neutron diffraction
data were collected from three banks after thermal equilibrium at the following
temperatures: 300, 185 ( T¢) and 120 K for the 15t cooling; 300, 200 ( T¢) and
120 K for the 2"9 cooling. Nuclear and magnetic structure re nement of the neu-
tron diffraction patterns was performed using the Rietveld method implemented
in Fullprof [18].

5.3. STRUCTURAL CHANGES DURING THERMAL CYCLING

IGURE 5.2(a) displays a neutron diffraction pattern of the as-prepared

Mn1 oFep.95P0.60Si0.40 compound measured at 300 K, as an example. Good
agreement between the experimental and calculated patterns was achieved as-
suming a hexagonal Fe,P-type structure (space group P#2m). Structural param-
eters calculated from the Rietveld re nement are summarized in Fig. 5.2(b)-(d)
and Table 5.1. Asshown in Fig. 5.2(b) and Table 5.1, at 300 K the as-prepared sam-
ple has lattice parameters, atomic positions and occupancies very close to those
after the rstthermal cycle. The evolution of the lattice parameters also shows a
similar behavior during the rst two cycles, although a signi cantly lower T¢ is
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Figure 5.2: (a) Observed and calculated neutron diffraction patterns at the HRPD (detector bank 1
with<2 > 168.33 ) for as-prepared Mn1 gFeq.95P0.60Si0.40- Vertical lines indicate the peak po-
sitions for the main phase (top) and the impurity phase (Mn,Fe)3Si (bottom). Evolution of lattice
parameters (b) and deviation of interplanar spacing of (220) atomic planes (c) and (002) atomic
planes (d) during the rstand second cooling of the as-prepared sample. The dotted line indicates
the position of T¢.

observed for the rst cooling.

It should be noted that the lattice parameters, atomic positions and occupan-
cies obtained from the Rietveld re nement correspond to averages.[19-21] Lo-
cal variations only contribute to the peak width. The local variations can be
characterized by the variations in interplanar spacing, i.e., d/d. This quan-
tity can be obtained using an anisotropic peak broadening model [22] to de-
scribe the peak shape of our high-resolution neutron diffraction patterns. The
temperature-dependent d/d of (220) and (002) planes corresponds to varia-
tions within the basal ab plane and along the c axis, respectively (Fig. 5.2(c)
and (d)). At 300 K the as-prepared sample has much higher d/d values for the
(220) and (002) planes than after undergoing thermal cycling. The difference is
more pronounced along the c axis. Adrop in d/d was observed around T¢ (see
Fig. 5.2(c) and (d)) during the rst cooling. On the contrary, a reversible jump in
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Table 5.1: Structural parameters of Mn1 gFeg.95P0.60Si0.40 at 300 K. Space group: P#2m. Atomic
positions: 3f (x1,0,0); 3g (x2,0,1/2); 2¢c (1/3,2/3,0) and 1b (0,0,1/2).

Parameters As-prepared state  After rstcycle
3f X1 0.2538(2) 0.2538(2)
n(Fe)/n(Mn) 0.225/0.025(1) 0.225/0.025(1)
3g X2 0.5902(4) 0.5895(4)
n(Mn)/n(Fe) 0.238/0.012(1) 0.238/0.012(1)
2c n(P)/n(Si) 0.094/0.073(4) 0.094/0.073(4)
1b n(P)/n(Si) 0.056/0.027(4) 0.056/0.027(4)
Rp (%) 3.43 3.63
WRp (%) 4.18 4.33
2 3.69 3.87

d/d around T¢ appears during the second and subsequent cooling processes.
This indicates that atoms in the as-prepared sample show a larger spread around
their equilibrium crystallographic site, while the spatial variations become sig-
ni cantly smaller when the sample crosses the PM-FM transition for the rst
time. This additional atomic recon guration may increase the energy barrier to
be overcome during the rst PM-FM phase transition, which leads to a lower T¢.
The subtle atomic recon guration is irreversible. As a result, a different T¢ on
cooling can only be observed when the as-prepared sample crosses the phase
transition for the rst time, being stabilized afterwards. The reversible jump in
the d/d around the T¢ during the subsequent thermal cycles is due to the lat-
tice distortion caused by the rst-order magnetoelastic transition. Consequently,
the same T¢ is observed during the second and subsequent cooling processes.

5.4. RECOVERY OF THE VIRGIN EFFECT
HE difference in atomic con guration between the as-prepared and cycled
T samples can be understood by considering the thermal history of the sam-
ple. As-prepared samples undergo a high-temperature sintering and annealing
process where the high-temperature phase may be frozen and preserved at lower
temperatures. However, the frozen high-temperature phase with a higher struc-
tural disorder is not stable at low temperatures and transforms to a more or-
dered stable phase when the sample crosses the PM-FM phase transition for the
rst time. This structural transition is irreversible at low temperatures since the
activation energy cannot be reached, while high temperature annealing should
provide enough energy to restore the initial high-temperature phase. As a con-
sequence, the virgin effect may be recovered. To test this hypothesis, the as-
prepared sample was rst thermally cycled a few times using liquid nitrogen to
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eliminate the virgin effect. Subsequently, the cycled samples were re-annealed
at different temperatures for 2 hours before being quenched into water.

The temperature-dependent magnetization of the re-annealed samples is
shown in Fig. 5.3, from which the T¢ as a function of re-annealing tempera-
ture (T,) can be obtained (see Fig. 5.4(a)). No detectable shift in T¢ between the

rst and second cooling can be observed when T; is lower than 573 K. At 673 K,
a Tc of about 2 K appears, indicating the start of the structural recovery pro-
cess. Tcincreases slowly until T, 1123 K. Above this temperature the recov-
ery process accelerates with increasing re-annealing temperature.  Tc is fully
recovered at T, from 1298 K up to the original sintering temperature of 1373 K.
Another feature that can be seen from Fig. 5.3 is that the PM-FM transition of the
1298 K re-annealed sample is much sharper than the as-prepared and the low-
T, re-annealed ones. This is due to better compositional homogeneity obtained
after the high-temperature re-annealing process.
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Figure 5.3: Iso eld magnetization measured ata eld of 1 T during the rst and second thermal
cycle of the Mn1 gFeg.95P0.60Si0.40 Samples re-annealed at different temperatures.
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5.5. THERMODYNAMIC MODEL

s discussed above, the as-prepared sample has a higher structural disorder

that results in an additional irreversible structural transition during the rst
cooling process. High temperature annealing can restore the metastable phase,
and consequently recover the virgin effect. Based on these results, we propose a
model to describe the virgin effect in (Mn,Fe),(P,Si) compounds.

The high thermal activation energies accessible at elevated temperatures al-
low atoms to occupy positions which deviate from the crystallographic site de-
scribed in Table 5.1. There may be two or multiple equivalent energy states in
the system at high temperature, which correspond to different atomic coordi-
nates in the structure. Currently, with the experimental error at hand we cannot
determine how many sites are involved. In the present model, it is assumed that
there are two energetically degenerated states in the system, as illustrated in Fig.
5.5(a). The high-temperature atomic con guration may be preserved in the as-
prepared sample after high-temperature sintering and annealing. However, the
energy pro le has changed at low temperature. The states 1 and 2 are not en-
ergetically equivalent probably due to a Jahn-Teller type distortion[23, 24]. An
energy difference E appears between state 1 and state 2, see Fig. 5.5(b)). The

E is related to the populations N; and N, of states 1 and 2, respectively, by the
Boltzmann factor No/N; =e  E/RT. Ris the gas constant. The strength of vir-
gin effect depends on the relative populations of the two states, which can be

described as
_ 2Ny Tei 2 Tci

T Ni+N;  1+e ERT

(5.1)

where Tcand Tgjarethedifferencein T¢ betweenthe rstandsecond cooling
for the re-annealed and as-prepared samples, respectively. Using Eq. (5.1) and
the data in Fig. 5.4(a), the effective energy difference at different temperatures is
calculated and shown in Fig. 5.4(b). The Eis almost constant around 15 kJ/mol
when the reannealing temperature is below 1123 K. Beyond 1123 K, a sudden
drop inthe Eappears. State 1 and 2 become energetically equivalent when the
reannealing temperature is above 1298 K.

As illustrated by Fig. 5.5(b) and (c), during the rst cooling of the as-prepared
sample, the frozen high-temperature metastable phase transforms to a stable
phase through the atomic recon guration caused by the magnetoelastic phase
transition. After the rst thermal cycle only state 1 is occupied (see Fig. 5.5(c)),
i.e.,, N; =1and N> =0, which results in a more ordered state as observed by neu-
tron diffraction. The structural transition is irreversible at low temperatures be-
cause of the low thermal energy and the high energy barrier. Therefore around
room temperature the T¢ is always 0 after the rst thermal cycle. When the cy-
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Figure 5.5: Schematic diagram of free-energy pro les for (Mn,Fe)2(P,Si) during thermal cycling.
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cled sample is re-annealed at intermediate temperatures (between 673 and 1123
K as indicated in Fig. 5.4), thermal energy is enough to start overcoming the en-
ergy barrier between states 1 and 2. As a result, N, increases gradually and so
does Tc. Atelevated temperatures (above 1123 K), the high-temperature struc-
ture without Jahn-Teller type distortion recovers rapidly, leading to a sudden
drop in the energy difference and a signi cantrise inthe T¢. As T, goes above
1298 K, the initial high-temperature structure with equivalent energy states (Fig.
5.5a) is restored and the virgin effect is fully recovered. It should be noted that
the T¢ shows atime-dependent behavior at high temperatures, but this would
not change the overall physical picture illustrated in Fig. 5.5.

The virgin effect of MnCoGe-based and MnAs-based compounds may also
originate from a metastable state in the as-prepared sample. As-prepared
MnCoGe-based compounds have a hexagonal structure, which is formed at room
temperature by quenching the sample from high temperature.[25, 26] The frozen
high-temperature phase may have higher disorder giving rise to the virgin effect
in a similar way as in Fe,P-based compounds. MnAs-based compounds crys-
tallize in a re-entrant orthorhombic structure, while showing the same hexago-
nal structure at both high and low temperatures.[27, 28] The structural transi-
tion between the high-temperature hexagonal and the re-entrant orthorhombic
phase may cause structural distortions in the as-prepared orthorhombic struc-
ture, which increases the energy barrier of the magnetostructural transition be-
tween re-entrant orthorhombic and low-temperature hexagonal phases. During
the subsequent thermal cycles, the distorted orthorhombic phase does not ap-
pear again since the sample does not enter the high-temperature hexagonal re-
gion. As a result, a lower T is observed only when the as-prepared MnAs-based
compound undergoes the orthorhombic to low-temperature hexagonal transi-
tion for the rsttime.

5.6. CONCLUSIONS

N conclusion, the unusual thermal-history dependent phase transition be-

havior in as-prepared (Mn,Fe),(PSi) compounds, called the virgin effect was
studied. The virgin effect is found to be related to a metastable state preserved
in the as-prepared sample after high-temperature annealing. The as-prepared
sample shows larger variations in the atomic positions, as suggested by a struc-
ture analysis. The metastable phase transforms irreversibly to the stable low-
temperature phase during the paramagnetic-ferromagnetic transition upon rst
cooling and is afterwards stabilized. Due to this additional transformation the
energy barrier which needs to be overcome atthe rst cooling transition is higher
and a lower T¢ is observed in relation to subsequent cooling processes. High
temperature annealing can restore the high-temperature metastable state, which
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leads to the recovery of the virgin effect . Due to the change in T¢ at the rst-
cooling transition, the as-prepared (Mn,Fe),(P,Si) compounds should be precooled
to remove the virgin effect before being used in magnetic refrigerators and power
generators.
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SHORT-RANGE MAGNETIC
CORRELATIONS AND SPIN
DYNAMICS IN THE PARAMAGNETIC
REGIME OF (MN,FE),(P,SI)
COMPOUNDS

The spatial and temporal correlations of magnetic moments in the paramagnetic
regime of (Mn,Fe),(PSi) have been investigated by means of polarized neutron
diffraction and muon-spin relaxation techniques. Short-range magnetic correla-
tions are present at temperatures far above the ferromagnetic transition tempera-
ture (T¢). This leads to deviations of paramagnetic susceptibility from Curie-Weiss
behavior. These short-range magnetic correlations extend in space and slow down
with decreasing temperature, and finally develop into long-range magnetic order
atTc.

69
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Figure 6.1: Schematic representation of the crystal and magnetic structure for (Mn,Fe)2(P.Si).

6.1. INTRODUCTION

HE ferromagnetic transition in (Mn,Fe)»(P.Si) compounds is tied to a struc-

ture change due to a strong magnetoelastic coupling without altering the
symmetry [1]. A giant magnetocaloric effect is accompanied with the magnetoe-
lastic transition, which makes this material system promising for refrigeration
and power conversion applications [2, 3] By balancing the Mn:Fe and P:Si ratios
[2], the GMCE can be achieved in a wide composition range, to cover an exten-
sive range of working temperatures required for real applications.

The (Mn,Fe),(PSi) compound crystallizes in a hexagonal Fe,P-type structure
(space group P&2m) [1], as illustrated in Fig. 6.1. Fe atoms preferentially occupy
the tetrahedral 3f site, while Mn prefers the pyramidal 3g site [1, 4]. The na-
ture of the ferromagnetic (FM) state, e.g. the magnitude and orientation of the
magnetic moments, has been studied intensively using neutron diffraction tech-
niques [1, 5-7]. As shown in Fig. 6.1, both the Mn and Fe moments lie within the
basal ab plane in the FM phase.

A unique case of mixed magnetism has been revealed in the (Mn,Fe),(P.Si)
compound by density functional theory (DFT) calculations [2]. Above the ferro-
magnetic transition temperature T¢, the Mn atoms on the 3g sites do not show a
signi cant reduction in magnetic moment. In contrast, the Fe moment changes
from a partially quenched value into a large value at the ferromagnetic transi-
tion. The DFT calculations [2] indicate that the P and Si atoms play a crucial role
in the formation of a sizable magnetic moment for the Fe atoms. In the paramag-
netic (PM) state, a covalent bond is formed between the Fe and the neighboring
P and Si atoms. As a result, the Fe moment is partially quenched. However, in
the FM state, Fe carries a large magnetic moment instead of forming chemical
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bonds, due to the redistribution of electron density between the Fe and the P
and Si atoms.

Magnetic measurements in the PM regime of (Mn,Fe)»(P.Si) compounds [7]
show that the PM susceptibility strongly deviates from the Curie-Weiss law, which
has also been observed in other Fe,P-type compounds [8-10]. This suggests the
presence of a sizable short-range magnetic order in the PM state of the Fe,P-
type compounds. Polarized-neutron diffraction studies on the Fe,P parent com-
pound con rm the existence of short-range magnetic correlations above T¢ [11,
12]. A magnetic correlation length of about 12.6 was derived for Fe,P at T =
3.7T¢c. Transverse- eld muon-spin rotation and relaxation ( SR) experiments
on the Fe,P compound [13] reveal the absence of magnetic correlations with a
lifetime longer than 10 1° s above a temperature of 1.05Tc. Compared to Fe,P,
stronger magnetic correlations are expected in the PM state of (Mn,Fe),(P.Si) due
to the larger magnetic moment of Mn on the 3g site [2, 14].

However, how the unusual transition in Fe moment develops from short-
range magnetic correlations is still unknown and not accessible by DFT calcu-
lations. Also, the in uence of short-range magnetic correlations on the nature of
the transition is not well understood. The work presented in this chapter aims
to characterize the development of short-range magnetic correlations on both
length- and time-scales in the PM regime of the (Mn,Fe),(PSi) compounds with
both rst and second order phase transitions, and further explore their roles in
the magnetoelastic transition. Two compositions, which show rst- and second-
order phase transitions, respectively, were selected for the current study accord-
ing to the previously derived compositional map [2].

XYz neutron polarization analysis [15-17] was performed in the PM regime
of the (Mn,Fe),(P.Si) compounds. The unambiguous separation of the magnetic
scattering cross section from the nuclear and spin-incoherent contributions al-
lows us to characterize the spatial correlations of magnetic spins in the PM state.
Zero- eld muon-spin relaxation experiments were used to study the dynamics
of the spin correlations in the PM regime. Consequently, this study contributes
to a better understanding of the magnetoelastic phase-transition on both length-
and time-scales.

6.2. EXPERIMENTAL

OLYCRYSTALLINE samples with nominal compositions Mn1 goFeg.95P0.67Si0.33
P and Mn1 7oFeg.25P0.50Si0.50 were prepared as described in Chapter 2. AC sus-
ceptibility measurements were performed on a superconducting quantum inter-
ference device (SQUID) magnetometer (Quantum Design MPMS 5XL). The am-
plitude and frequency of the AC magnetic eld were 0.4 mT and 111 Hz, respec-
tively. No DC eld was applied during the AC susceptibility measurements. X-ray
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diffraction patterns were collected on a Bruker D8 diffractometer using Cu K 1
radiation. Structure re nement of the X-ray diffraction patterns was performed
using Fullprof s [18] implementation of the Rietveld re nement method.

XYz neutron polarization experiments were performed on the D7 diffuse scat-
tering diffractometer [16] at the Institut Laue-Langevin (ILL), with an incident
neutron wavelength of 3.12 . The powder samples (10 grams) were put into
an aluminum hollow cylinder. Six spin-dependent scattering cross sections were
measured for xyz polarization analysis between 150 K T 500 K. The scatter-
ing cross sections were integrated for energy transfers ranging from about -10 to
8.5 meV. The instrument-dependent background was estimated from measure-
ments of an empty sample can and a cadmium sample. Amorphous quartz was
measured to establish the polarization ef ciency for D7. Vanadium was mea-
sured to calibrate the detector ef ciencies and to allow the scattering cross sec-
tions from the samples to be expressed in absolute units.

SR experiments were carried out on the general purpose surface-muon in-
strument (GPS) at the Swiss muon source (S S) of the Paul Scherrer Institute
(PSI), Switzerland. Zero- eld muon-spin relaxation signals were collected for
powder samples (1 gram) in the temperature range between 50 and 450 K using
a closed cycle refrigerator.

6.3. MAGNETIC SUSCEPTIBILITY AND X-RAY DIFFRACTION

s shown in Fig. 6.2(a), the Mn1 goFep.95P0.67Sip.33 compound shows a large

thermal hysteresis in the bulk susceptibility measurements, which is char-
acteristic for astrong rst-order phase transition. In contrast, the reversible PM-
FM transition in Fig. 6.2(b) for the Mnj 70Feg 25Pg 50Sip.50 compound suggests
a second-order nature of the phase transition, in agreement with the previous
work [19]. The T¢ values [20] on cooling for the Mnj goFeg.95P0.67Si0.33 and
Mn1 70Feg 25P0.50Si0.50 compounds are 130 and 175 K, respectively. Additionally,
the Mn1 goFep.95P0.67Sip.33 compound shows an antiferromagnetic (AFM) tran-
sition at a N el temperature of Ty 275 K (see the inset of Fig. 6.2(a)). The
absence of thermal hysteresis implies that this PM-AFM transition is second or-
der. It should be noted that the AFM intermediate phase has only been found in
certain (Mn,Fe),(PSi) compositions (see Chapter 7). The formation of the AFM
phase is due to the competing magnetic con gurations and strong magnetoelas-
tic coupling in (Mn,Fe)»(PSi) compounds, as revealed by recent theoretical [21]
and experimental (see Chapter 7) studies.

The inverse susceptibility in Fig. 6.2(c) and (d) measured above T¢ for the
Mn1 goFen.95P0.67Si0.33 and Mn1 7gFeq 25P0.50Sip.50 cOMmpounds, respectively, devi-
ates from the Curie-Weiss law. This re ects the presence and development of
short-range magnetic correlations in the PM state [7-10], which was con rmed
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Figure 6.2: Bulk magnetic susceptibility (unitless) for Mn1 ggFeg.95P0.67Si0.33 (&) and
Mn1 70Feg.25P0.50Si0.50 (b). The corresponding inverse susceptibility is shown in (c) and (d),
respectively.

by the neutron (Sec. 6.4) and experiments (Sec. 6.5).

Figure 6.3 shows the contour plots of the X-ray diffraction patterns measured
on cooling for the two compounds. The discontinuous and continuous shift in
the peak position manifests the rst- and second-order phase transition in the
Mn1 goF€0.95P0.67Si0.33 and Mn1 70Feg 25P0.50Si0 50 compounds, respectively. The
coincidence of structural (see Fig. 6.3) and magnetic (see Fig. 6.2) transitions
characterizes the strong magnetoelastic coupling in (Mn,Fe)»(P,Si) compounds.
The lattice parameters derived from Rietveld re nement are presented in Fig.
6.4. The anomalous thermal evolution of the lattice parameters close to T¢ in
the PM regime, which is a common feature in (Mn,Fe),(P,Si) compounds [7, 22],
re ects the development of magnetic correlations.
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Figure 6.3: Contour plots of the X-ray diffraction patterns measured on cooling for
Mn1 goFep.95P0.67Si0.33 (&) and Mn1 70Feg.25P0.50Si0.50 (b). The color bar on the right represents
the normalized intensity scale.
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Figure 6.4: Lattice parameters derived from X-ray diffraction for Mn1 goFeg.95P0.67Si0.33 (a-b)
and Mny 7oFeo.25P0.50Si0.50 (c-d).
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6.4. NEUTRON POLARIZATION ANALYSIS

OLARIZED nheutron scattering experiments were performed in the PM regime
P of the MnjgoFego5Po67Sin3s and Mnq 7oFeg.25Po.50Si0 50 compounds.
Fig. 6.5(a) shows the separate magnetic and nuclear scattering cross section at
500 K for the Mn1 ggFeg.95P0.67Si0.33 compound. The clear forward (low-Q) mag-
netic scattering indicates the presence of weak short-range FM correlations at
500 K (about 3.8T¢). [12, 23] The magnetic scattering cross section measured
at 175 K (see Fig. 6.5(b)) shows a weak peak atQ 0.4 . A similar neutron-
diffraction peak has been observed in certain (Mn,Fe),(P,Si) compositions, origi-
nating from weak incommensurate AFM order (see Chapter 7). The nuclear scat-
tering cross section shows slight changes in the peak positions with decreasing
temperature due to thermal expansion.
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Figure 6.5: Magnetic and nuclear scattering cross section for Mn1 ggFep.95P0.67Si0.33 measured at
500 K (a) and 175 K (b).
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Figure 6.6: Magnetic scattering cross section as a function of temperature for
Mn1.00Fe0.95P0.67Si0.33-

In order to explore the evolution of magnetic correlations in detail for the
Mn1 goFeq.95P0.67Si0.33 compound, the magnetic scattering cross section is plot-
ted at different temperatures upon cooling in Fig. 6.6. The forward scattering
becomes more pronounced when the sample is cooled from 500 to 350 K, which
is due to the development of magnetic correlations. However, AFM order [23]
appears at 275 K, as suggested by the weak peak at Q  0.36 . With a further
decrease in temperature, the peak intensity signi cantly increases and the peak
position shifts to larger Q values. This reveals the enhancement of AFM order
and variations in the propagation vector of the incommensurate AFM structure.
The detected AFM order is consistent with the susceptibility measurements (see
the inset of Fig. 6.2 (a)) and the neutron diffraction experiments in Chapter 7.

In contrast to the Mnq goFeg.95P0.67Si0.33 compound, only FM correlations are
detected in the Mn1 7gFeg.25P0.50Si0.50 compound at 500 and 180 K, as indicated
by the forward neutron diffuse scattering [23] in Fig. 6.7(a) and (b). The FM cor-
relations are enhanced with decreasing temperature, manifested by the increas-
ing intensity of the forward scattering in Fig. 6.8(a).
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Figure 6.7: Magnetic and nuclear scattering cross section for Mn1 7gFep.25P0.50Sig.50 measured at
500 K (a) and 180 K (b).



6. SHORT-RANGE MAGNETIC CORRELATIONS AND SPIN DYNAMICS IN THE
80 PARAMAGNETIC REGIME OF (MN,FE)2(P,S1) COMPOUNDS

Figure 6.8: Magnetic scattering cross section (a) and the derived magnetic correlation length (b)
as a function of temperature for Mn1 70Feg.25P0.50Si0.50- The solid lines in (a) represent ts to the
data.
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It is assumed that scattering cross sections outside the detection energy win-
dow of the D7 diffractometer are negligible. The magnetic cross section in the
vicinity of Q = 0 for a paramagnetic phase is approximately given by [24]

d 2 2kgTM
£ ©@==%N dnlo B
d 3 44 Na o

Q) (6.1)

where N is the number of magnetic atoms per formula unit, g, is the neutron
g-factor, rq is the classical electron radius, g is the Bohr magneton, kg is the
Boltzmann constant, M is the molar mass, is the volumetric-mass density, N
is the Avogadro constant, g is the permeability of vacuum, and (Q) is the mag-
netic susceptibility. The Q-dependence of (Q) is thereafter assumed to be a
Lorentzian function. The (Q 0) equals the bulk magnetic susceptibility, i.e.
the o shown in Fig. 6.2. As a result, the g—(O) at different temperatures can be
calculated from ¢ using Eq. 6.1.

The forward scattering cross section in Fig. 6.8(a) can be tted well with
the convolution of a Gaussian (instrument resolution[25, 26] with a full width
at half maximum of about 0.06 ! in the vicinity of Q = 0) and the Lorentzian
(sample contribution) function. From the full width at half maximum Q of
the Lorentzian function, the magnetic correlation length =2 / Q can be de-
rived at different temperatures. As shown in Fig. 6.8(b), at 350 K (= 2.0T¢), the
FM correlation length in the Mnq 79Feg.25P0.50Si0.50 compound is 12.4 |, which
is comparable with = 13.0 observed at T = 2.1T¢ for the Fe,P compound
[12]. The value of rises with the decrease in temperature and reaches 31.6 at
240 K (= 1.4T¢) for the Mny 70Feq.25P0.50Sip.s0 compound, which is much larger
thanthe =16.6 observedatT =1.4T¢ for the Fe,P compound [12]. The cor-
relation length further increases to 95.8 at 180 K in the Mn1 7gFeg.25P0.50Si0.50
compound. The thermal-evolution of the correlation length provides clear evi-
dence for the spatial development of magnetic correlations in the PM regime for
(Mn,Fe),(P.Si) compounds.




6. SHORT-RANGE MAGNETIC CORRELATIONS AND SPIN DYNAMICS IN THE
82 PARAMAGNETIC REGIME OF (MN,FE)2(P,S1) COMPOUNDS

6.5. MUON-SPIN RELAXATION ANALYSIS
HE dynamics of the magnetic correlations above T¢ was studied by means of
muon-spin relaxation experiments for the two compounds.
Inthe zero- eld SR geometry, when the strength of the static local magnetic
eld is assumed to show a Gaussian distribution, the muon-spin relaxation func-
tion is described by the so-called Kubo-Toyabe function [27, 28]

2 242
1 2 t
AStat(t) = A §+§(1 2 2t2yexp — (6.2)

where Ag is the initial asymmetry, is the gyromagnetic ratio of the muon
(8.51616 108 rades'T') and s the standard deviation of the Gaussian eld
distribution.

Muon diffusion and the uctuations of the local eld will cause dynamics of
the muon-spin relaxation. This can be evaluated within the framework of the
strong collision model [28-31]. In the slow dynamic limit, the muon-spin relax-
ation is derived as [28-31]

2 242
1 2 2 t
AP () =Ay Zex St +=1 %2 %% exp —— 6.3
(t)=Ao Zexp = 3 P 7 (6.3)
where is the local- eld correlation frequency due to the muon diffusion and
the local- eld uctuations. In the fast dynamic limit, the muon-spin relaxation
function is written as [28-31]

AN (1) = Agexp( t) (6.4)

where is the muon-spin relaxation rate.

Considering the large nuclear magnetic moment of Mn and P, nuclear mag-
netic elds as well as the magnetic elds due to the unpaired electrons of Mn
and Fe are probed by the implanted muons. Muon diffusion will cause dynamics
for the nuclear contribution. Asa rstapproximation, a slow-dynamics behavior
was assumed for the nuclear contribution, which is described by Eq. 6.3. As for
the muon-spin relaxation of electronic origin, its dynamics can be caused by the

uctuations of the magnetic correlations. The electronic contribution above T¢
is expected to be dominated by fast dynamics, which is described by Eq. 6.4. The
nuclear and electronic contributions are independent, and hence the zero- eld

SR spectra measured above T¢ are tted by a product of Egs. 6.3 and 6.4. Fits
for both compounds show that muon diffusion is present above 325 K, while it
becomes negligible below 325 K. This indicates a static nuclear contribution be-
low 325 K, where the SR spectracanbe tted byaproductofEqgs. 6.2and6.4. As
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Figure 6.9: Zero- eld SR spectra for Mn1 ggFeg.95P0.67Si0.33- The solid lines represent ts to the
data.

a consequence, the uctuations of the magnetic correlations can be unambigu-
ously extracted from the zero- eld SR spectra below 325 K.

Figure 6.9 shows the zero- eld SR spectra measured below 325 K for
Mn1 goFeo.95P0.67Si0.33. Above T¢ (130 K), the spectra show a fast damping be-
havior, suggesting dynamic magnetic elds experienced by the muons. Below
Tc, the initial asymmetry in the spectrum drops to 1/3 of that in the PM state
without showing any oscillation signals. This re ects the broad distribution of
local magnetic elds at different muon sites in the magnetically-ordered poly-
crystalline sample. The standard deviation of the nuclear eld distribution
derived fromthe tsisabout0.13 mT. The initial asymmetry in Fig. 6.10(a) shows
a decrease for temperatures close to T¢, which suggests that the sample is not
magnetically homogeneous due to compositional inhomogeneity. There is also
the possibility that the slowing down of the magnetic uctuations is so strong
that the motional narrowing limit assumed by the Eq. 6.4 is no longer valid. The
muon-spin relaxation rate, presented in Fig. 6.10(b), gradually increases as T¢ is
approached from the high-temperature side.
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Figure 6.10: Temperature dependence of initial asymmetry Ag (a) and muon-spin relaxation rate
(b) for My ooFeo.95P0.67Si0.33-
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Figure 6.11: Zero- eld SR spectrafor Mn1 7gFeg.25P0.50Sig.50. The solid lines represent  ts to
the data.

As shown in Fig. 6.11, the Mnq 70Feg.25P0.50Si0.50 compound shows similar
SR spectra as the Mn1 goFeg.95P0.67Si0.33 compound. The same tting model is
employed and the derived parameters are presented in Fig. 6.12. The standard
deviation of the nuclear eld distribution |, is about 0.21 mT for the
Mn1 7oFeg.25P0.50Sip.50 compound. As shown in Fig. 6.12(a), the initial asymmetry
starts to decrease above T¢, which is similar to that for the Mny ggFeg 95P0.67Si0.33
compound. This may be caused by compositional inhomogeneity or indicating
that our assumption of motional narrowing limit is no longer applicable. The
muon-spin relaxation rate increases with decreasing temperature and tends to
diverge close to T¢ (see Fig. 6.12(b)).

For isotropic ferromagnetic dynamical correlations with a well-developed
maximum of (Q) at Q =0 and assuming a Lorentzian spectral-weight function,
the muon-spin relaxation rate measured in zero magnetic eld can be written as
[31]

0 2 12 Q2
2 P 3 0@
where the p is a constant that depends on the hyper ne constant and the num-

ber of neighboring ions coupled to the muon spin through the hyper ne eld. As
a rstapproximation, thevalueof p % 2 +Z is assumed to be 1, taken as a real-

istic order of magnitude [31] for the materials studied here. ¢(Q) is the magnetic

+g ke T Q) dQ (6.5)
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Figure 6.12: Temperature dependence of initial asymmetry Ag (a) and muon-spin relaxation rate
(b) for M3 70Feo.25P0.50Si0.50-
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Figure 6.13: Temperature dependence of the magnetic relaxation rate for Mn1 79Feg.25P0.50Si0.50-

uctuation rate at wave vector Q.

Since short-range magnetic correlations have been clearly observed from neu-
tron diffraction experiments (see Fig. 6.8), ¢(Q) should be dominated by spin-
conserved dynamics [31, 32]. Itis assumed that  ¢(Q) = DsqQ?, i.e. neglecting
the high-order terms in Q, [31, 32] where Dgq is a proportionality factor. From
Egs. 6.1 and 6.5, the value of ¢ for the magnetic correlation with a correlation

length of is derived as:

2 _C g(@QdQ 2 ?

0o — = (6.6)

whereC =6.04 10724 Jomes™t. The g—(Q), and for the Mn1 70Feq.25P0 50Si0.50
compound are presented in Figs. 6.8(a), 6.8(b) and 6.12(b), respectively. The
magnetic relaxation rate g is calculated at different temperatures and presented
in Fig. 6.13.

The magnetic relaxation rate decreases with decreasing temperature, which
characterizes the slowing down of magnetic uctuations in the PM regime of the

Mn1 70Feg.25P0.50Si0.50 compound when T¢ is approached. The magnetic cor-
relation time =1/ (2 /) is in the microsecond time range at temperatures
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Figure 6.14: Relation between the correlation time and correlation length for
Mn1 70Feg.25P0.50Si0.50. The solid line represents a t to the data.

1.03Tc¢ T 1.86T¢ for the Mny 7gFeq 25P0 50Sip.50 compound, while no correla-
tions with longer than 10 10 5 were detected at T 1.05T¢ for the Fe,P com-
pound. This con rms stronger magnetic correlations in the (Mn,Fe),(PSi) com-
pound than in the Feo,P compound. As presented in Fig. 6.14, " shows a
power-law dependence on with an exponent n =1.8(0.1). Comparing this scal-
ing behavior with Eq. 6.6, it suggests that the ratio between g—(Q)dQ and
is weakly temperature-dependent. With the neutron and muon data at hand,
we cannot extracted the correlation time and correlation length above T¢ for the
Mn1 goFeo.95P0.67Sip.33 compound due to the appearance of the unexpected in-
termediate AFM phase.

6.6. ROLE OF MAGNETIC CORRELATIONS IN THE MAGNETOE-

LASTIC TRANSITION

HE magnetoelastic transition in (Mn,Fe),(P,Si) compounds is accompanied
by a metamagnetic transition, i.e. a transition from a low-moment state to
a high-moment state for the Fe atoms [2, 7]. In contrast, the magnetic moment
of the Mn atoms (about 2.6 g) is preserved when crossing the FM-PM transi-
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tion [2, 7]. The local magnetic eld exerted on the Fe atoms by the Mn atoms
triggers the moment formation and magnetic order.[7, 21] Therefore, magnetic
correlations between Mn atoms in the PM state will enhance the local magnetic

eld, promote the formation of Fe magnetic moment and will nally result in
long-range magnetic order.

The combination of polarized neutron diffraction and SR experiments re-
veals the presence of short-range magnetic correlations in the PM state of
(Mn,Fe),(RSi) compounds. This causes a deviation of the PM susceptibility from
the Curie-Weiss law, since the molecular eld approximation neglects the mag-
netic correlations in the PM state. The increasing correlation length and slowing
down of the magnetic uctuations with decreasing temperature re ects the en-
hanced magnetic correlations. Compared to Fe,P, the (Mn,Fe),(PSi) compound
shows stronger magnetic correlations in the paramagnetic state, which bene-

ts the strong metamagnetic transition responsible for the giant magnetocaloric
effect. Consequently, the formation and development of short-range magnetic
correlations in the PM state plays a crucial role in the magnetoelastic transition
in (Mn,Fe),(PSi) compounds.

6.7. CONCLUSIONS
HE Xyz neutron polarization and muon-spin relaxation studies on
(Mn,Fe)»(RSi) reveal, both on the length- and time-scales, the presence of
short-range magnetic correlations in the PM regime. The short-range magnetic
correlations develop in space and slow down with decreasing temperature, and
nally become long-range and static at T¢. This study provides a better under-
standing of the magnetoelastic phase transition in Fe,P-type compounds.
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KINETIC-ARREST INDUCED PHASE
COEXISTENCE AND METASTABILITY
IN SOME (MN,FE)>(P,SI)
COMPOUNDS

Neutron diffraction, Mdssbauer spectroscopy, magnetometry, and in-field X-ray
diffraction are employed to investigate the magnetoelastic phase-transition in
hexagonal (Mn,Fe),(PSi) compounds. (Mn,Fe),(PSi) compounds undergo for cer-
tain compositions a second-order paramagnetic (PM) to a spin-density-wave (SDW)
phase transition before further transforming into a ferromagnetic (FM) phase via
a first-order phase transition. The SDW-FM transition can be kinetically arrested,
causing the coexistence of FM and untransformed SDW phases at low tempera-
tures. The in-field X-ray diffraction and magnetic relaxation measurements clearly
reveal the metastability of the untransformed SDW phase. This unusual magnetic
configuration originates from the strong magnetoelastic coupling and the mixed
magnetism in hexagonal (Mn,Fe),(PSi) compounds.
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7.1. INTRODUCTION

IRST-order magnetic phase transitions (FOMTSs) in magnetic materials bring
F a variety of interesting phenomena such as giant magnetocaloric effect [1-
3], colossal (or giant) magnetoresistance effect [4, 5] and magnetic shape mem-
ory effect [6]. The FOMT is characterized by a discontinuous change in the rst
derivative of the free energy (e.g., magnetization M, entropy S and volume V)
triggered by thermodynamic variables (e.g., temperature T, magnetic eld Hand
pressure P). Intrinsic composition disorder broadens the FOMT, causing a co-
existence of transformed and untransformed phases over the phase transition
region, as indicated by different nano- and micro-scale techniques [7-12] . Af-
ter crossing the phase transition region, the system reaches an equilibrium state
with a homogeneous phase.

Under certain conditions, the FOMT can be kinetically arrested, i.e., the phase
coexistence remains beyond the FOMT region. An example of this behavior is
reported for doped CeFe; alloys [13, 14]. When Ce(Feg gsRUg.04)2 is cooled in an
appropriate magnetic eld, crossing the rst-order ferromagnetic (FM) to anti-
ferromagnetic (AFM) transition, the nucleation and growth of the low-T AFM
phase is found to be hindered. As a result, a small fraction of the untransformed
FM phase is frozen randomly in the stable AFM matrix at temperatures well be-
low the N el temperature Ty [13]. The supercooled FM phase is energetically
metastable, which will be de-arrested and transformed to the stable AFM phase
by thermal uctuations.

A similar phenomenon has been reported in diverse classes of magnetic sys-
tems, such as GdsGey [15], Ni-Mn-X based Heusler alloys [16-18], doped-FeRh
[19], Nd7Rh13 [20], Th4LuSi3 [21] and manganites [22-26]. The kinetically-arrested
phase transition is associated with a strong magnetostructural coupling in these
magnetic systems. For instance, the high-T FM to low-T AFM transition in doped-
CeFe; alloys [13, 14] is coupled with a cubic to rhombohedral structural transfor-
mation, while the high-T AFM to low-T FM transition in GdsGe4 [15] is accom-
panied by the SmsGe4-type orthorhombic to GdsSis-type orthorhombic struc-
tural transition.

Recent studies on hexagonal (Mn,Fe),(P.Si)-type compounds show the coex-
istence of FM and incommensurate magnetic phases at temperatures far below
the Tc [27]. H glinetal. [27] proposed that the phase coexistence in (Mn,Fe),(RSi)
originates from a phase segregation in the PM state. The sample consists of
two phases with slightly different lattice parameters in the high-temperature PM
state [27]. These two phases transform into a FM and an incommensurate mag-
netic phase upon cooling [27]. However, theoretical calculations revealed that
the coexistence of a FM and an incommensurate magnetic phase may be a result
of competing magnetic con gurations [28, 29]. The incommensurate magnetic
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phase is considered to be an intermediate metastable phase, which is formed
due to the kinetic arrest of the PM-FM transition [29].

In the present work, the phase coexistence and metastability in some
(Mn,Fe),(RPSi)-type compounds has been investigated using a combination of
neutron diffraction, magnetometry, M ssbauer spectroscopy, and in- eld X-ray
diffraction. This provides further insight into the magnetoelastic coupling and
mixed magnetism in (Mn,Fe),(PSi)-type magnetocaloric alloys. This study also
helps to extend the understanding of the kinetic arrest in FOMT magnetic sys-
tems.

7.2. EXPERIMENTAL

OLYCRYSTALLINE samples with nominal compositions MnFeq g5Pg 67Sio.33 (re-

ferredtoas SO ), My 30Feq.65P0.67Si0.33 ( S1 ), MnFeg 95P0 71Sio.20 ( S2 ) and
MnFeg.95P0.67Si0.33No.02 ( S3 ) samples were prepared from Mn, Fe, FesN, red-
P and Si powders as described in Chapter 2. Neutron diffraction experiments
were performed on the WISH time of ight diffractometer at the ISIS Facility,
Rutherford Appleton Laboratory, UK. The powered sample of about 6 g was put
into a vanadium can mounted in a helium cryostat. Diffraction data were col-
lected between 200 and 1.5 K upon cooling. The magnetic properties were char-
acterized using a superconducting quantum interference device (SQUID) mag-
netometer (Quantum Design MPMS 5XL). X-ray powder diffraction experiments
using Cu K radiation were performed at 300 and 10 K in magnetic elds up to
5 T [30]. Structure re nement of the X-ray and neutron diffraction patterns was
performed using the Rietveld method implemented in the Fullprof package[31].
Transmission >’Fe M ssbauer spectra were collected at 300 and 4.2 K with a si-
nusoidal velocity spectrometer using a °’ Co(Rh) source. The velocity calibration
was carried out using an -Fe foil. The source and the absorbing samples were
kept at the same temperature during the measurements. The M ssbauer spectra
were tted using the Mosswinn 4.0 program [32].

7.3. MAGNETIZATION MEASUREMENTS

IGURE 7.1(a) shows the temperature-dependent magnetization (M) of the as-
F prepared SO sample during the rst two cooling and warming cycles. A lower
Tc upon the rst cooling than on the second cooling is due to the virgin effect ,
which isa common feature in (Mn,Fe), (P,Si)-type compounds [33]. The observed
pronounced thermal hysteresis marks the strong rst-order nature of the PM-FM
phase transition in the SO sample. After two cooling and warming cycles, M-H
curves were measured isothermally at 5 K. The M-H curves in Fig. 7.1(b) shows a
characteristic soft-ferromagnetic response with a saturation magnetization (M)
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Figure 7.1: M-T and M-H plots for the SO (a-b) and S1 (c-d) samples.

of about 155 Am?kg™ at 5 K, which is consistent with previous reports [34].

Previous studies reveal that the phase-transition temperature and the ther-
mal hysteresis of the (Mn,Fe),(PSi)-type compounds can be tuned directly by
varying the Mn/Fe ratio [35]. With an increase in Mn/Fe ratio from 1.00/0.95
to 1.30/0.65, a rapid decrease in T¢ and a reduction in thermal hysteresis is ob-
served inFig. 7.1(c). Additionally, the increase in the Mn/Fe ratio causes an unex-
pected and signi cant drop in the magnetization below T¢. As presented in Fig.
7.1(c), the PM-FM transition is complete at about 60 K for the second cooling. As
aresult, the S1 sample is expected to be at a pure FM state below 60 K. However,
the isothermal M-H curve (Fig. 7.1(d)) measured at 5 K after the second cool-
ing shows an unexpected metamagnetic transition when the eld is applied for
the rsttime. Below 1 T, the M-H curve shows a ferromagnet-like feature. Be-
yond 1 T, a metamagnetic transition appears and is completed at about 4 T. The
decreasing- eld curve does not show the reverse metamagnetic transition, nor
does the subsequent increasing- eld curve show any signature of the metamag-
netic transition. Consequently, the initial magnetic state is not recovered after
the rstincrease and decrease in eld, suggesting the metastability of the initial
magnetic state after cooling.

A similar phenomenon has been observed in a wide compositional range
of (Mn,Fe),(PSi)-type compounds. For instance, a metamagnetic transition is
also present in the isothermal M-H curves of the S2 (Fig. 7.2(b)) and S3 (see
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Figure 7.2: M-T and M-H plots for the as-prepared S2 (a-b), and S3 (c-d) samples.

Fig. 7.2(d)) samples, although the transition is still incomplete up to 5 T. Such
anomalies have been observed in a variety of magnetic materials, and originate
from incomplete FOMT caused by kinetic arrest [16, 23, 36]. One predominant
consequence of the kinetic-arrest effect is the coexistence of transformed and
untransformed phases at temperatures far below the phase-transition tempera-
ture. The neutron diffraction (Section 7.4) and M ssbauer spectroscopy (Section
7.5) studies provide experimental evidence for this phase coexistence in these
(Mn,Fe),(P,Si)-type compounds.

7.4. NEUTRON DIFFRACTION

EUTRON diffraction provides a direct and reliable way to determine crys-

tallographic and magnetic structures. Neutron powder diffraction experi-
ments were performed for the as-prepared S1 sample during cooling from 200 to
1.5 K. The contour plot in Fig. 7.3(a) shows the temperature-dependence of the
diffraction pattern in the Q range from 1.95 to 2.55 1. At high temperatures,
the diffraction peaks correspond to the crystal structure of the PM state, which
crystallizes in the hexagonal Fe,P-type structure (space group P$2m). AtT 50
K, a series of new peaks appear beside the initial high-T peaks. The intensities of
these new peaks increase with the decrease in temperature, while the intensities
of the initial high-T peaks show the opposite trend. Structure re nement reveals
that these new peaks belong to a FM phase with the same crystal structure as the
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Figure 7.3: (a) Contour plot of the neutron diffraction patterns collected at WISH (detector bank
5with 2 152.83 ) for the S1 sample. The intensity is on a logarithmic scale. (b) The (0.35 0 0)
magnetic re ection of the SDW phase at different temperatures recorded at WISH (detector bank
1with 2 27.08 ).



7.4. NEUTRON DIFFRACTION 99

Table 7.1: Structural parameters of the as-prepared S1 sample at 1.5 K derived from neutron
diffraction. Space group: P#2m. Atomic positions: 3f (x1,0,0); 3g (x2,0,1/2); 2c(1/3,2/3,0) and
1b(0,0,1/2).

Parameters FM SDW
Fraction(%) 47.4(2) 52.6(2)
a() 6.1586(1) 6.0582(1)
c() 3.3304(1) 3.4421(1)
V(3 109.394(4) 109.405(5)
3f X1 0.2601(3) 0.2581(3)
n(Fe)/n(Mn) 0.165/0.085(1) 0.165/0.085(1)
M ( B) 1.5(1) 0.8(2)
39 X2 0.5965(4) 0.5921(4)
n(Mn)/n(Fe) 0.25/0 0.25/0
M ( B) 2.8(1) 3.1(2)

2c  n(P)/n(Si)  0.117/0.050(4) 0.117/0.050(4)
1b  n(P)/n(Si)  0.050/0.033(4) 0.050/0.033(4)

Rmag (%) 2.68 8.35
Rp (%) 4.26
WRp (%) 4.90
2 7.92

PM phase, but with different lattice parameters. The Fe and Mn magnetic mo-
ments in the FM phase lie within the basal plane with magnitudes of 1.5 and 2.8
B, respectively. The structural details of the FM phase derived from Rietveld re-
nement are summarized in Table 7.1. Additionally, some weak satellites around
the main Bragg peaks appear at low temperature, as indicated by the arrows in
Fig. 7.3(a), and a Bragg peak at Q  0.42 ! develops with the decrease of tem-
perature (see Fig. 7.3(b)). These peaks cannot be indexed by any nuclear Bragg
peaks. This strongly suggests the formation of another magnetic phase at low
temperatures. An automatic indexing procedure using the k-search program in
the Fullprof package [31] was performed to determine the propagation vector k
of this magnetic phase. A propagation vector of k = (0.355(1), 0, 0) is derived,
which indicates an incommensurate-magnetic structure (i.e., a helical spin con-
guration or a spin-density wave). The remaining intensities of the initial high-T
peaks are from the nuclear structure of this incommensurate-magnetic phase.
In order to resolve the detailed magnetic structure of this incommensurate-
magnetic phase, we performed a representation analysis [37, 38] using the
Baslreps program [31]. Representation analysis yields two nonzero irreducible
representations (IRs) for both Fe and Mn moments on the 3f and 3g sites, re-
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Figure 7.4: (a) Fitted powder neutron diffraction pattern for the S1 sample collected at 1.5 K at
WISH (detector bank 3 with 2 90 ). Vertical lines indicate the peak positions (from top to
bottom) for the nuclear structure of the SDW phase, magnetic structure of the SDW phase,
nuclear structure of the FM phase, magnetic structure of the FM phase, and the impurity
(Mn,Fe)3Si phase, repectively. (b) Schematic representation (4 4) of magnetic con guration in
the basal (ab) plane for the SDW phase. a andb are the primitive vectors of the reciprocal
lattice. The propagation vector k isalonga . The Mn moment is aligned parallel to k and the Fe
moment is perpendicular to k.
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spectively. One IR corresponds to both Fe and Mn moments along the ¢ axis,
and the other corresponds to both moments within the ab plane. A helical spin
con guration with k = (0.355, 0, 0) is not allowed by the IRs. As a result, the
incommensurate-magnetic phase can be described by a sinusoidal spin-density
wave (SDW) with k = (0.355, 0, 0). We tted the diffraction patterns using dif-
ferent magnetic con gurations (see Appendix). The magnetic structure with the
Mn and Fe moments parallel and perpendicular to the k, respectively, gives the
best t(seeFig. 7.4(a)) with a magnetic R-factor of 8.4%. A schematic representa-
tion of this magnetic structure is presented in Fig. 7.4(b). The structure details of
the SDW phase derived from the re nement are summarized in Table 7.1. At 1.5
K, the S1 sample consists of FM and SDW phases with weight fractions of about
47.4% and 52.6%, respectively. The FM phase has larger and smaller dimensions
in the basal plane and along the c axis, respectively, in comparison with the SDW
phase. The Fe moment in the FM phase is almost twice as large as in the SDW
phase, while the Mn moment is almost the same in both phases.

In order to explore the phase-transition in detail for the S1 sample, the Bragg
peakatQ 0.42 I (seeFig. 7.3(b)) was further analyzed, which is indexed to be
the (0.35 0 0) magnetic re ection of the SDW phase. Above 60 K, the Bragg peak
transforms into diffuse scattering, suggesting the presence of short-range mag-
netic correlations. The thermal evolution of the full-width-at-half-maximum
( Q) of the (0.35 0 0) peak is presented in Fig. 7.5(a). The correlation length

=2 / Qisestimatedtobe30 at200K,andincreaseswith decreasingtemper-
ature to about 180 in the magnetically ordered state (see Fig. 7.5(a)). The pres-
ence of short-range magnetic ordering above 60 K is also suggested by the bulk
susceptibility (see Fig. 7.5(b)), where the inverse susceptibility shows a strong
deviation from the Curie-Weiss behavior below 300 K.

The integrated intensity of the (0.35 0 0) peak as a function of temperature
is presented in Fig. 7.5(c). The integrated intensity rises with decreasing tem-
perature from 200 to 50 K, which is attributed to the weakening of the magnetic

uctuations. The reduction in the integrated intensity below 50 K is due to the
decreasing fraction of the SDW phase caused by the SDW to FM phase transition.
Structure re nement reveals that there is no detectable FM phase above 62.5 K,
and fr\ increases from about 10% at 50 K to around 47% at 1.5 K upon cooling.
In order to exclude the in uence of the SDW-FM transition on the integrated in-
tensity of the (0.35 0 0) peak, the integrated intensity is normalized by the phase
fraction of the SDW phase (see Fig. 7.5(c)). Since the normalized intensity is pro-
portional to M2, a critical temperature Tspw of about 62.5 K for the PM-SDW
transition is derived by taking the derivative of the normalized intensity with re-
spect to temperature.

The lattice parameters at different temperatures are shown in Fig. 7.6. The
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Figure 7.5: (a) Peak width of the (0.35 0 0) magnetic re ection. (b) Temperature-dependent
inverse susceptibility. (c) Weight fraction of the FM phase and integrated intensity of the (0.35 0 0)
magnetic re ection at different temperatures. (d) Temperature dependence of the normalized
intensity of the (0.35 0 0) magnetic re ection.

anomalous thermal expansion of the lattice parameters between 200 and 62.5 K
is associated with the development of short-range magnetic correlations. The
lattice parameters show a continuous change around the PM-SDW transition
temperature (Tspw  62.5 K), implying a second-order phase transition. The
jump in lattice parameters, which accompanies the SDW-FM transition (T¢ 50
K), characterizes the rst-order nature of the transition and the strong magne-
toelastic coupling.

The changes in lattice parameter correspond to variations in the interatomic
distances, which are coupled with the magnetic exchange interactions. As shown
in Fig. 7.7, the intralayer atomic distances gradually increase with decreasing
temperature until the SDW-FM transition temperature is reached, where a jump
in the interatomic distances occurs. The interlayer atomic distances show a sim-
ilar feature, although the change is in the opposite direction. A signi cant ex-
pansion in the intralayer bonds after the SDW-FM transition leads to a stronger
localization of Fe and Mn 3d electrons and less chemical bonding with neigh-
boring atoms in the FM phase. Also, the smaller distance between Mn and Fe
atoms in the FM phase enhances the magnetic exchange interaction. As a result,
a ferromagnetic coupling is more favorable at low temperatures.
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Figure 7.6: Lattice parameters as a function of temperature derived from neutron diffraction for
the S1 sample.
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Figure 7.7: Thermal-evolution of interatomic distances extracted from neutron diffraction for the
S1sample.
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Figure 7.8: M ssbauer spectra collected at 300 K for the as-prepared SO (a), S1 (b), S2 (c), and S3
(d) samples. The black and red solid lines are individual binomial PM-components and their
sum, respectively.

7.5.M SSBAUER MEASUREMENTS

HE magnetic ordering of the Fe atoms in the SDW and FM phases can be

further investigated using °’Fe M ssbauer spectroscopy. M ssbauer spectra
of the as-prepared S0-S3 samples, measured at 300 K are presented in Fig. 7.8(a)-
(d), respectively.

All spectra exhibit a paramagnetic feature. According to the neutron diffrac-
tion results (see Table 7.1), the P and Si atoms are randomly distributed in the
tetrahedral environment around Fe atoms in the studied samples. As a result,
there are ve different nearest-neighbor Fe con gurations, depending on the

Table 7.2: Hyper ne parameters at 300 K for the as-prepared S0-S3 samples.

Sample (mm/s) (mm/s) (mm/s)
SO 0.27(1) 0.22(1) 0.34(1)
S1 0.26(1) 0.24(1) 0.30(2)
S2 0.26(1) 0.21(1) 0.32(1)

s3 0.27(1) 0.22(1) 0.39(1)
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Figure 7.9: M ssbauer spectra obtained at 4.2 K for the as-prepared SO (a), S1 (b), S2 (c), and S3
(d) samples. The black, blue and red lines are individual binomial FM-components, the SDW
component and their sum, respectively.

number (from 0 to 4) of Si atoms in the tetrahedral environment. Their contri-
butions to the M ssbauer spectrum can be described by a binomial distribution
model, which has been successfully used for M ssbauer analysis in (Mn,Fe),(RP,Si)-
type compounds[39, 40]. Hyper ne parameters obtained fromthe ttingare pre-
sented in Table 7.2. The average isomer shift , average quadrupole splitting

and linewidth are in good agreement with previous reports in (Mn,Fe),(P,Si)-
type compounds[39-41].

Fig. 7.9(a) shows the M ssbauer spectrum measured at 4.2 K for the SO sam-
ple after zero- eld cooling. The observed sextet with broad spectral lines sug-
gests a strong magnetic ordering with a distribution in hyper ne elds around
the Fe nucleus, which can be tted with a binomial distribution model [40]. In
contrast, the 4.2 K M ssbauer spectra of the S1-S3 samples display a compli-
cated shape, as shown in Fig. 7.9(b-d). As revealed by the neutron diffraction
results, the S1 sample is a mixture of FM and SDW phases below 50 K. As a re-
sult, the 4.2 KM ssbauer spectra of the S1-S3 samples can be decomposed into
FM and incommensurate magnetic components. The FM component was tted
with the binomial distribution model [40], and the incommensurate magnetic
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componentwas tted witha eld-distribution model that takes into account the
sinusoidally modulated Fe moment. For the incommensurate-magnetic compo-
nent, the hyper ne eld Hspw experienced by an Fe nucleus can be described
as

Hspw = HénDWSi n (7.1)

where HQ"DW is the magnitude of the hyper ne eld, which is modulated by a
sine function. The sign of the hyper ne eld has noin uence on the spectrum.
As a result, the incommensurate-magnetic contribution can be obtained by in-
tegration over 0 /2 for Eqg. 7.1. The above model gives a reasonable tto
the 4.2 KM ssbauer spectra for the S1-S3 samples.

The derived hyper ne parameters are given in Table 7.3. The M ssbauer ex-
periments suggest that the SO sample is a pure FM phase at 4.2 K. For the S1
sample, the fg\ derived from M ssbauer spectrum is about 61%, which is close
to the value of 47.4% derived from neutron diffraction measurements (Table 7.1).
A smaller fraction of FM phase is present at 4.2 K in the S2 and S3 samples than
in the S1 sample, which is consistent with the magnetization results (see Figs. 7.1
and 7.2).

For the S1 sample, the magnitude of the hyper ne elds is about 21.8 and
17.7 T for the FM and SDW phases at 4.2 K, respectively. Using a proportionality
factor of 14.2 T/ g, as proposed by Eriksson and Svane [42], the Fe moments in
the FM and SDW phases are estimatedtobe 1.5and 1.2 g, whichisinreasonable
agreement with the neutron diffraction results (see Table 7.1). Consequently, the
SDW to FM transition is accompanied by a signi cant increase in the Fe moment
and a slight change in the Mn moment, which characterizes the unique mixed
magnetism in the (Mn,Fe),(P,Si)-type compounds. The Fe atoms on the 3f site
show weak magnetism. The development of the Fe moment is in strong com-
petition with the formation of chemical bonds, which in turn depends on the
interatomic distances between Fe and its neighbors (shown in Fig. 7.7). The Mn
atoms on the 3g site show strong magnetism, the Mn moment is less in uenced
by the interatomic distances.
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7.6. IN-FIELD X-RAY DIFFRACTION

-ray powder diffraction was measured at 300 and 10 K for the as-prepared

S0, S1 and S3 samples. Structure re nement con rms the hexagonal Fe;P-
type structure (P$2m) at the two temperatures for all the 3 samples. When the
as-prepared SO sample is cooled down from 300 to 10 K, a signi cant shift in
the (210) Bragg peak appears in the XRD pattern (see Fig. 7.10(a)), indicating
a strong magnetoelastic coupling. In the X-ray diffraction pattern, there is no
detectable phase coexistence in the SO sample at 10 K. This is in agreement with
the M ssbauer results shown in Table 7.3. XRD patterns were then collected for
different magnetic elds at a constant temperature of 10 K (see Fig. 7.10(b)). The
applied magnetic eld has little in uence on the XRD patterns.

The XRD pattern of the S1 sample collected at 10 K after zero- eld cooling is
in strong contrast to that of the SO sample. Two Bragg peaks appear at 2 values
of 45.0 and 45.8 , respectively. Structure re nementreveals that these two peaks
belong to the (210) Bragg peak of two phases having the same crystal structure
but with different lattice parameters. For increasing magnetic elds, the peak
at 2 45.0 grows at the expense of the peak at 45.8 (Fig. 7.10(b)), which
clearly demonstrates the eld-induced metamagnetic SDW-FM transition. At 5
T, the peak at 2 45.8 has almost disappeared. After the XRD measurement
in 5 T, the magnetic eld was removed and an XRD pattern was collected in 0
T. No change in the XRD pattern is observed after the removal of the magnetic

eld, nor during the subsequent eld-increasing process. This is evidence of the
irreversibility of the SDW to FM transition, which is also observed in our magne-
tization measurements (see Fig. 7.1(d)).

The coexistence of the SDW and FM phases is also observed in the XRD pat-

tern (Fig. 7.10(d)) of the S3 sample measured at 10 K after zero- eld cooling. The

eld-induced SDW-FM transition is manifested by the increasing intensity of the
FM (210) peakat 45.1 with increasing magnetic eld. The SDW-FM transition
is still not complete at 5 T, as indicated by the remaining peakat2  46.3 . There
is no signature of a recovery of the SDW phase during the subsequent eld cycle
at 10 K (see Fig. 7.10(e)).
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Figure 7.10: XRD patterns measured at 300 K and 10 K in different magnetic eld for the
as-prepared SO (a), S1 (b-c), and S3 (d-e) samples.
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Table 7.4: Structural parameters for the SO, S1 and S3 samples in different magnetic states
obtained from X-ray diffraction.

Parameter Phase SO S1 S3
a() PM  6.013(1) 6.055(1) 6.014(1)
SDW - 6.058(1) 6.009(2)
FM 6.157(1) 6.158(1) 6.142(2)
c() PM  3.478(1) 3.474(1) 3.484(1)
SDW - 3.442(1) 3.474(2)
FM  3.299(1) 3.331(1) 3.305(2)
c/a PM  0.578(1) 0.574(1) 0.579(1)
SDW - 0.568(1) 0.578(2)

FM  0536(1) 0541(1) 0.538(2)

The structural parameters derived from Rietveld re nement for the SO, S1
and S3 samples are summarized in Table 7.4. The magnetic transition is strongly
coupled to variations in the lattice parameters. The FM con guration is in com-
petition with an incommensurate magnetic con guration in the (Mn,Fe)»(P,Si)
compounds, and the relative stability of the two con gurations strongly depends
on the c/a ratio [28]. The stability of the incommensurate magnetic con gura-
tion is enhanced with the increase in c/a ratio [28]. As a result, a metastable
incommensurate magnetic con guration forms in the S1 and S3 samples with
large c/a ratios at low temperature. Additionally, the S1 and S3 samples have
a low T¢, as indicated by the magnetization results shown in Figs. 7.1 and 7.2.
Due to the small thermal energy at low temperatures, the phase transition from
the metastable incommensurate phase to stable FM phase may be kinetically ar-
rested. As a consequence, the metastable incommensurate SDW phase coexists
with the stable FM phase at low temperatures in the S1 and S3 samples. An exter-
nal magnetic eld promotes the FM phase and therefore drives the SDW to FM
transition.

7.7. METASTABILITY OF THE SDW PHASE

HE S1 sample was used for further studies on the metastability of the SDW
T phase, since its SDW-FM transition can be triggered by eld and completed
below 5 T at low temperatures (see Fig. 7.1(d)). Fig. 7.11(a) compares isothermal
M-H curves measured at 5 K after cooling in different magnetic elds. To avoid
any thermal- (or eld-) history effects, each M-H measurement was performed
on a different piece of the sample from the same batch.
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Figure 7.11: (a) Isothermal M-H curves for the as-prepared S1 sample cooled in different
magnetic elds. Open symbols indicate the magnetization process, and the solid line shows the
demagnetization process. The demagnetization curve is the same for all four conditions. (b)
Derived fgp-H at 5 K after cooling in different magnetic elds.
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A eld-induced SDW-FM transition is present in all the samples cooled in a
magnetic eld below 5 T. No metamagnetic transition appears in the subsequent
decrease and increase in magnetic eld, indicating the formation of a stable FM
phase. Since the SDW phase has no net magnetization, the measured magneti-
zation is proportional to the fraction of FM phase (fgp). If we assume that the
sample cooled in 5 T is a pure FM phase (i.e., fpp = 100%), then the fgpm-H curve
at 5 K for samples cooled in different elds can be derived using M (H)/Mst (H).
Fig. 7.11(b) shows that the sample cooled in zero magnetic eld contains about
50% FM phase at 5 K, which is in good agreement with the neutron diffraction
and M ssbauer results (see Table 7.1 and 7.3). The FM fraction increases rapidly
with increasing H, reaching 100% at about 4 T. For the samples cooled in 1 and
2 T, the fpy remains nearly constant when the applied magnetic eld is lower
than the cooling eld, as illustrated by the initial plateau in the fgy-H curves.
When the applied magnetic eld exceeds the cooling eld, the SDW-FM transi-
tion is triggered and completed at around 4 T. It should be noted that there is a
clear difference in the fpyy at oH =1 T between the samples cooled in 0 T and
1T (see Fig. 7.11(b)). This difference is due to the kinetic nature of the SDW-FM
transition.

The CHUF measurement protocol, i.e., cooling and warming in unequal
elds, as proposed by Banerjee et al [23, 36], provides a method to identify the
kinetic-arrestinduced phase coexistence and its metastability. After cooling from
300to 5K in 0, 1and 5T, respectively, a magnetic eld of 1 T was applied and M-
T measurements were performed on warming. The M-T curve of the sample
cooled in zero eld shows an initial increase below 20 K and then merges with
the M-T curve of the sample cooled in 1 T (see Fig. 7.12(a)). The initial increase
of the magnetization with increasing temperature is associated with the de-arrest
of the SDW-FM transition and the resulting increase of the FM fraction. The SDW
phase is highly metastable and the increasing T and H converts it to the stable
FM phase. A high magnetization is observed for the sample cooled in 5 T due to
the absence of the SDW phase, as suggested in Fig. 7.11(b).

Magnetization relaxation measurements at various temperatures provide fur-
ther evidence for the metastability of the SDW phase. The as-prepared S1 sam-
ple was cooled down to various measurement temperatures in zero magnetic

eld. After that, a magnetic eld of 1 T was applied and the magnetization was
measured immediately after the eld stabilization. As depicted in Fig. 7.12(b),
a notable relaxation in the M highlights the metastability of the SDW phase.
With the decrease of temperature, the relaxation becomes less pronounced. The
Kohlrausch-Williams-Watt (KWW) stretched exponential function [43, 44] (t)
exp[ (t/ ) ]hasbeen widely used to describe the magnetic relaxation behavior
in kinetically-arrested FOMT systems [13, 15, 16], where is the characteristic
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relaxation time and is a shape parameter. The relaxation data below 20 K can
be twell using the KWW function with =0.18, while noticeable deviations ap-
pear above 20 K. The increases markedly with decreasing temperature due to
the reduction in thermal uctuation, as shown in the inset of Fig. 7.12(b). An
activation energy of E =0.24(3) kJ/mol can be derived from the In( )-T curve
based on the Arrhenius equation.
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Figure 7.12: (a) Temperature-dependent magnetization of the S1 sample measured during
warming after being cooled in different magnetic elds. (b) Magnetization versus time measured
at 5 K after zero- eld cooling. The temperature-dependence of the characteristic relaxation time
is shown in the inset.
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7.8. CONCLUSIONS

N contrast to the common PM-FM phase transition in (Mn,Fe),(PSi) com-
I pounds, a PM-SDW-FM transition is observed for some compositions. The
PM-SDW transition is second-order and accompanied with continuous changes
in the lattice parameters. The SDW-FM transition, rst-order in nature, is strongly
coupled to discontinuous variations in the lattice parameters. The SDW-FM tran-
sition can be kinetically arrested, leading to a coexistence of the FM phase and
the untransformed SDW phase at low temperature. The untransformed SDW
phase is metastable at low temperatures, and can be converted to the stable FM
phase by magnetic eld. The formation of the SDW phase originates from the
lower stability of FM phase at large c/a ratios. The SDW-FM transition is accom-
panied by a signi cant increase in the Fe moment and a slight change in the Mn
moment. This study sheds new light on the strong magnetoelastic coupling and
mixed magnetism in the (Mn,Fe),(PSi) system.

REFERENCES
[1] V. K. Pecharsky and K. A. Gschneidner, Jr, Giant magnetocaloric effect in
Gds(SioGe), Phys. Rev. Lett. 78, 4494 (1997).

[2] O. Tegus, E. Br ck, K. H. J. Buschow, and F R. de Boer, Transition-metal-
based magnetic regrigerants for room-temperature applications, Nature 415,
150 (2002).

[3] A. Fujita, S. Fujieda, Y. Hasegawa, and K. Fukamichi, Itinerant-electron
metamagnetic transition and large magnetocaloric effects in La(FexSi1 x)13
compounds and their hydrides, Phys. Rev. B 67, 104416 (2003).

[4] R. von Helmolt, J. Wecker, B. Holzapfel, L. Schultz, and K. Samwer, Giant
negative magnetoresistance in perovskitelike Lay/3Bai/3MnOy ferromagnetic
films, Phys. Rev. Lett. 71, 2331 (1993).

[5] S.Jin, T. H. Tiefel, M. McCormack, R. A. Fastnacht, R. Ramesh, and L. H.
Chen, Thousandfold change in resistivity in magnetoresistive La-Ca-Mn-O
films, Science 264, 413 (1994).

[6] K. Ullakko,J.K.Huang, C. Kantner, R. C. O Handley, and V. V. Kokorin, Large
magnetic-field-induced strains in NiMnGa single crystals, Appl. Phys. Lett.
69, 1966 (1996).

[7] S.J. Park, H. W. Yeom, J. R. Ahn, and I. W. Lyo, Atomic-scale phase coexis-
tence and fluctuation at the quasi-one-dimensional metal-insulator transi-
tion, Phys. Rev. Lett. 95, 126102 (2005).



REFERENCES 117

[8]

[9]

[10]

[11]

[12]

[13]

[14]

[15]

[16]

[17]

S. B. Roy, G. K. Perkins, M. K. Chattopadhyay, A. K. Nigam, K. J. S. Sokhey,
P. Chaddah, A. D. Caplin, and L. E Cohen, First order magnetic transition in
doped CeFe, alloys: phase coexistence and metastability, Phys. Rev. Lett. 92,
147203 (2004).

D. D. Sarma, D. Topwal, U. Manju, S. R. Krishnakumar, M. Bertolo,
S. La Rosa, G. Cautero, T. Y. Koo, P A. Sharma, S. W. Cheong, and A. Fuji-
mori, Direct observation of large electronic domains with memory effect in
doped manganites, Phys. Rev. Lett. 93, 097202 (2004).

A.Soibel, E. Zeldov, M. Rappaport, Y. Myasoedov, T. Tamegai, S. Ooi, M. Kon-
czykowski, and V. B. Geshkenbein, Imaging the vortex-lattice melting pro-
cess in the presence of disorder, Nature 406, 6 (2000).

M. E. Brown, A. H. Bouchez, and C. A. Grif th, Direct detection of variable
tropospheric clouds near titan’s south pole, Nature 420, 795 (2002).

W. Wu, C. Israel, N. Hur, S. Park, S. W. Cheong, and A. de Lozanne, Magnetic
imaging of a supercooling glass transition in a weakly disordered ferromag-
net, Nature Mater. 5, 881 (2006).

M. K. Chattopadhyay, S. B. Roy, and P. Chaddah, Kinetic arrest of the first-
order ferromagnetic-to-antiferromagnetic transition in Ce(Feg.gsRUp.04)2:
formation of a magnetic glass, Phys. Rev. B 72, 180401 (2005).

M. A. Manekar, S. Chaudhary, M. K. Chattopadhyay, K. J. Singh, S. B. Roy,
and P. Chaddah, First-order transition from antiferromagnetism to ferro-
magnetism in Ce(Feg.g6Alp.04)2, Phys. Rev. B 64, 104416 (2001).

S. B. Roy, M. K. Chattopadhyay, P. Chaddah, J. D. Moore, G. K. Perkins, L. F
Cohen, K. A. Gschneidner, and V. K. Pecharsky, Evidence of a magnetic glass
state in the magnetocaloric material GdsGey, Phys. Rev. B 74, 012403 (2006).

V. K. Sharma, M. K. Chattopadhyay, and S. B. Roy, Kinetic arrest of the first
order austenite to martensite phase transition in NisgMns4ln;: dc magneti-
zation studies, Phys. Rev. B 76, 140401 (2007).

R. Y. Umetsu, K. Ito, W. Ito, K. Koyama, T. Kanomata, K. Ishida, and
R. Kainuma, Kinetic arrest behavior in martensitic transformation of
NiCoMnSn metamagnetic shape memory alloy, J. Alloys Compd. 509, 1389
(2011).




118

REFERENCES

[18]

[19]

[20]

[21]

[22]

[23]

[24]

[25]

W. Ito, K. Ito, R. Y. Umetsu, R. Kainuma, K. Koyama, K. Watanabe, A. Fujita,
K. Oikawa, K. Ishida, and T. Kanomata, Kinetic arrest of martensitic trans-
formation in the NiCoMnlIn metamagnetic shape memory alloy, Appl. Phys.
Lett. 92, 021908 (2008).

P. Kushwaha, A. Lakhani, R. Rawat, and P. Chaddah, Low-temperature study
of field-induced antiferromagnetic-ferromagnetic transition in pd-doped Fe-
Rh, Phys. Rev. B 80, 174413 (2009).

K. Sengupta and E. V. Sampathkumaran, Field-induced first-order magnetic
phase transition in an intermetallic compound Nd7Rhs: evidence for kinetic
hindrance, phase coexistence, and percolative electrical conduction, Phys.
Rev. B 73, 020406 (2006).

K. Mukherjee, S. D. Das, N. Mohapatra, K. K. lyer, and E. V. Sampathku-
maran, Anomalous butterfly-shaped magnetoresistance loops in the alloy
Th4LuSi3, Phys. Rev. B 81, 184434 (2010).

H. Kuwahara, Y. Tomioka, A. Asamitsu, Y. Moritomo, and Y. Tokura, A first-
order phase transition induced by a magnetic field, Science 270, 961 (1995).

A. Banerjee, A. K. Pramanik, K. Kumar, and P. Chaddah, Coexisting tunable
fractions of glassy and equilibrium long-range-order phases in manganites,
J. Phys.: Condens. Matter 18, L605 (2006).

K. Kumar, A. K. Pramanik, A. Banerjee, P. Chaddah, S. B. Roy, S. Park, C. L.
Zhang, and S. W. Cheong, Relating supercooling and glass-like arrest of Ki-
netics for phase separated systems: doped CeFe; and (La,Pr,Ca)MnOg;, Phys.
Rev. B 73, 184435 (2006).

R. Rawat, K. Mukherjee, K. Kumar, A. Banerjee, and P. Chaddah, Anoma-
lous first-order transition in Ndg5Srg5MnQO3: an interplay between Kinetic
arrest and thermodynamic transitions, J. Phys.: Condens. Matter 19, 256211
(2007).

[26] A.Shahee, D. Kumar, C. Shekhar, and N. P. Lalla, Kinetic arrest of first-order

Rc to Pbnm phase-transition in supercooled LayMnO3.+ (x=1 and 0.9), J.
Phys.: Condens. Matter 24, 225405 (2012).

[27] V. H glin, M. Hudl, L. Caron, P. Beran, M. H. Sorby, P. Nordblad, Y. An-

dersson, and M. Sahlberg, Detailed study of the magnetic ordering in
FeMnPg 75Sig.25, J. Solid State Chem. 221, 240 (2015).



REFERENCES 119

[28]

[29]

[30]

[31]

[32]

[33]

[34]

[35]

[36]

[37]

[38]

E. K. Delczeg-Czirjak, M. Pereiro, L. Bergqvist, Y. O. Kvashnin, I. Di Marco,
G. Li, L. Vitos, and O. Eriksson, Origin of the magnetostructural coupling in
FEMnP0_75Si0_25, PhyS. Rev. B 90, 214436 (2014).

G. Li, W. Li, S. Sch necker, X. Li, E. K. Delczeg-Czirjak, Y. O. Kvashnin,
O. Eriksson, B. Johansson, and L. Vitos, Kinetic arrest induced antiferromag-
netic order in hexagonal FeMnPg 75Sig 25 alloy, Appl. Phys. Lett. 105, 262405
(2014).

K. Watanabe, Y. Watanabe, S. Awaji, M. Fujiwara, N. Kobayashi, and
T. Hasebe, X-ray diffraction investigation in high fields at low temperature
for Ndp5Srp5MnQOg3, in Advances in Cryogenic Engineering Materials, Ad-
vances in Cryogenic Engineering, Vol. 44, edited by U. B. Balachandran,
D. G. Gubser, K. T. Hartwig, R. P Reed, W. H. Warnes, and V. A. Bardos
(Springer US, 1998) Chap. 98, pp. 747-752.

J. Rodr guez-Carvajal, Recent advances in magnetic structure determination
by neutron powder diffraction, Physica B 192, 55 (1993).

Z. Klencs r, Mdssbauer spectrum analysis by evolution algorithm, Nucl. In-
str. and Meth. in Phys. Res. B 129, 527 (1997).

X. E Miao, L. Caron, Z. Gercsi, A. Daoud-Aladine, N. H. van Dijk,
and E. Br ck, Thermal-history dependent magnetoelastic transition in
(Mn,Fe)2(PSi), Appl. Phys. Lett. 107, 042403 (2015).

F Guillou, G. Porcari, H. Yibole, N. H. van Dijk, and E. Br ck, Taming the
first-order transition in giant magnetocaloric materials, Adv. Mater. 26, 2671
(2014).

N. H. Dung, L. Zhang, Z. Q. Ou, and E. Br ck, From first-order magneto-
elastic to magneto-structural transition in (Mn,Fe)1.95Pg.50Sig 50 cOmpounds,
Appl. Phys. Lett. 99, 092511 (2011).

A. Banerjee, K. Kumar, and P Chaddah, Conversion of a glassy
antiferromagnetic-insulating phase to an equilibrium ferromagnetic-
metallic phase by devitrification and recrystallization in al substituted
Pro.5CagsMn0Og3, J. Phys.: Condens. Matter 21, 026002 (2009).

E. F Bertaut, Representation analysis of magnetic structures, Acta Cryst. A 24,
217 (1968).

E. E Bertaut, On group theoretical techniques in magnetc structure analysis,
J. Magn. Magn. Mater. 24, 267 (1981).




120

REFERENCES

[39]

[40]

[41]

[42]

[43]

[44]

B. Malaman, G. L. Caer, P. Delcroix, D. Fruchart, M. Bacmmann, and
R. Fruchart, Magneto-elastic transition and magnetic coupling: a Fe M&ss-
bauer spectroscopy study of the MnFeP; xAsx system, J. Phys.: Condens.
Matter 8, 8653 (1996).

R. Hermann, O. Tegus, E. Br ck, K. H. J. Buschow, F. de Boer, G. Long, and
F Grandjean, Mdssbauer spectral study of the magnetocaloric FeMnP; yAsy
compounds, Phys. Rev. B 70, 214425 (2004).

M. Hudl, P. Nordblad, T. Bj rkman, O. Eriksson, L. H ggstr m, M. Sahlberg,
Y. Andersson, E. K. Delczeg-Czirjak, and L. Vitos, Order-disorder induced
magnetic structures of FeMnPg 75Sig 25, Phys. Rev. B 83, 134420 (2011).

O. Eriksson and A. Svane, Isomer shifts and hyperfine fields in iron com-
pounds, J. Phys.: Condens. Matter 1, 1589 (1989).

S. A. Brawer, Relaxation in Viscous Liquids and Glasses (The American Ce-
ramic Society, Columbus, OH, 1985) .

S. A. Brawer, Theory of relaxation in viscous liquids and glasses, J. Chem.
Phys. 81, 954 (1984).



APPENDIX

8.1. DETERMINATION OF AMAGNETIC STRUCTURE USING NEU-

TRON DIFFRACTION
ETERMINATION of magnetic structures using neutron powder diffraction usu
D ally follows four steps:

(i) extract the magnetic re ections from the diffraction patterns;

(ii) obtain the propagation vector k of the unknown magnetic structure based
on the positions of the magnetic re ections;

(iii) perform representation analysis to get irreducible representations (IRs);

(iv) according to IRs, try different magnetic con gurationsto nd outthe rea-
sonable and best solutions.

As discussed in Chapter 7, the satellite re ections and the peakatQ 0.42
are the contributions from the unknown magnetic phase (see Fig. 7.3 in Chapter
7). An automatic k -indexing procedure was performed using the k -search pro-
gram in the Fullprof package [1]. A propagation vector of k = (0.355(1), 0, 0) is
obtained, which is along the primitive vector a in the reciprocal space. This in-
dicates an incommensurate magnetic structure (i.e., a helical spin con guration
or a spin-density wave), propagating along the a in the reciprocal space.

The representation analysis [2, 3] was performed using the Baslreps program
in the Fullprof package [1]. Representation analysis yields two nonzero irre-
ducible representations (IRs) for both Fe and Mn moments on the 3f and 3g
sites, respectively. One IR corresponds to both Fe and Mn moments along the ¢
axis, and the other corresponds to both moments within the ab plane. A helical
spin con guration with k = (0.355, 0, 0) is not allowed by the IRs. As a result, the
incommensurate-magnetic phase can be described by a sinusoidal spin-density
wave (SDW) with k = (0.355, 0, 0).

-1
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Different magnetic con gurations were tried to t the diffraction patterns, as
shown in Table 8.1. The spin density wave with the Mn and Fe moments parallel
and perpendicular to k, respectively, gives the best twith a magnetic R-factor of
about 8.4%. A schematic representation of this magnetic structure is presented
in Fig. 7.4 in Chapter 7.
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SUMMARY

HE (Mn,Fe),(P.Si)-based compounds show a strong magnetoelastic coupling,
T in which the ferromagnetic (FM) to paramagnetic (PM) transition is coupled
to a structure change without altering the symmetry. A giant magnetocaloric ef-
fect is accompanied with the magnetoelastic transition, which makes
(Mn,Fe),(RPSi)-based compounds promising materials for room-temperature re-
frigeration and energy conversion applications. This thesis stipulates ways of
tuning the magnetoelastic transition and clari es the phase-transition process
on both length- and time-scales.

The tunability of the magnetoelastic transition in (Mn,Fe),(RSi)-based com-
pounds, triggered by subtle changes in the electronic con guration, is demon-
strated by varying the P/Si ratio (Chapter 3) and by doping with B, C and N atoms
(Chapter 4).

The differences in the magnetoelastic transition caused by changing the P/Si
ratio is attributed to the Si site preference in combination with changes in the
interatomic distances in the (Mn,Fe),(P,Si) compounds (Chapter 3). The Si dis-
tribution on the 2c and 1b sites of the hexagonal crystal structures depends on
the Si/P ratio, while it is independent of the Mn/Fe ratio. The FM-PM magnetoe-
lastic transition is accompanied by a metamagnetic transition of the Fe atoms
on the 3f site. The clear preference for Si to occupy the 2c site stabilizes the Fe
moment on the same layer due to the charge transfer between the neighboring
Fe and Si atoms. The intralayer interatomic distances expand for increasing Si
contents, which also enhances the Fe moment on the 3f site. This nding is
supported by rst-principle electronic structure calculations.

The magnetoelastic transition of (Mn,Fe),(PSi)-based compounds can also
be tailored by doping with B, C and N atoms (Chapter 4). The site occupation
of these light dopants within the crystal structure is resolved by neutron diffrac-
tion. B substitutes Si on the 1b site, while C occupies the interstitial 6j and 6k
sites in the hexagonal lattice. N atoms occupy both the substitutional 1b and the
interstitial 6] and 6k sites. The tuning effect on the magnetoelastic transition is
caused by subtle variations in the electronic con guration, which in turn mod-
i es the mixed magnetism responsible for the excellent magnetocaloric proper-
ties in these compounds.

(Mn,Fe)2(RSi)-based compounds show an unexpected thermal-history de-
pendent magnetoelastic transition, called the virgin effect (Chapter 5). The
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virgin effect is found to be related to a metastable state preserved in the as-
prepared sample after high-temperature annealing. The as-prepared samples
show larger variations in their atomic positions, as found by a structure analy-
sis. The metastable phase transforms irreversibly to the stable low-temperature
phase during the PM-FM transition upon the rst cooling and is afterwards sta-
bilized. Due to this additional transformation the energy barrier that needs to
be overcome at the rst cooling transition is higher and a lower T¢ is observed
in comparison to subsequent cooling processes. High temperature annealing
can restore the high-temperature metastable state, which leads to the recovery
of the virgin effect. Due to the change in T¢ at the rst-cooling transition, the
as-prepared (Mn,Fe),(P,Si) compounds should be precooled to remove the virgin
effect before being used in magnetic refrigerators and power generators.

Neutron and muon studies on the magnetic correlations in the PM regime
of (Mn,Fe),(P.Si) provides, on both length- and time-scales, a better understand-
ing of the magnetoelastic transition (Chapter 6). Short-range magnetic correla-
tions are present at temperatures far above T¢ both for rst and second-order
magnetic transitions. The short-range magnetic correlations extend in space
and slow down with decreasing temperature, and nally develop into long-range
magnetic order at T¢.

Due to the strong magnetoelastic coupling, (Mn,Fe),(PSi)-based compounds
may be magnetically ordered in different magnetic con gurations. In contrast to
the common PM-FM phase transition, an intermediate spin-density-wave (SDW)
phase is observed for some compositions (Chapter 7). The PM-SDW transition
is of second-order and accompanied with continuous changes in the lattice pa-
rameters. The SDW-FM transition, rst-order in nature, is strongly coupled to
discontinuous variations in the lattice parameters. The SDW-FM transition can
be kinetically arrested, leading to a coexistence of the FM phase and the un-
transformed SDW phase at low temperature. The untransformed SDW phase is
metastable at low temperatures, and can be converted into the stable FM phase
by applying a magnetic eld. The SDW-FM transition is accompanied by a sig-
ni cantincrease in the Fe moment and a slight change in the Mn moment. This
experimental nding fosters the strong magnetoelastic coupling and Fe moment
instability (the theoretically predicted mixed magnetism) in the (Mn,Fe),(P,Si)
system.



SAMENVATTING

P (Mn,Fe),(PSi) gebaseerde materialen vertonen een sterke

magneto-elastische koppeling, waardoor de faseovergang van de ferromag-
netische (FM) naar de paramagnetische (PM) toestand gekoppeld wordt aan een
structuurverandering, waarbij de kristalsymmetrie behouden blijft. Een reuze
magneto-calorisch effect gaat gepaard met de magneto-elastische faseovergang,
wat op (Mn,Fe),(P.Si) gebaseerde stoffen veelbelovende materialen maakt voor
koeling bij kamertemperatuur en toepassingen op het gebied van energieconver-
sie. Dit proefschrift de nieert manieren om de magnetoelastische faseovergang
af te stemmmen en verduidelijkt het mechanisme van de faseovergang op zowel
lengte- als tijdschalen.

De afstembaarheid van de magneto-elastische overgang in op (Mn,Fe)2(P.Si)
gebaseerde stoffen, teweeggebracht door subtiele veranderingen in de elektro-
nencon guratie, wordt belicht door de P/Si verhouding te vari ren (Hoofdstuk
3) en toevoeging van B, C en N atomen (Hoofdstuk 4).

De verschillen in de magneto-elastische overgang, veroorzaakt door de P/Si
verhouding te veranderen, worden toegeschreven aan de voorkeur van Si voor
posities in de kristalstructuur in combinatie met veranderingen in de interato-
maire afstanden in de (Mn,Fe)»(P,Si) materialen (Hoofdstuk 3). De verdeling van
Si over de 2c en 1b posities in de hexagonale kristalstructuur hangt af van de
Si/P verhouding, terwijl deze niet afhangt van de Mn/Fe verhouding. De FM-
PM magneto-elastische overgang gaat gepaard met een reductie van het magne-
tisch moment op de 3f positie boven T¢. De duidelijke voorkeur van Si om de
2¢ positie te bezetten stabiliseert het Fe magnetisch moment op dezelfde laag
door een ladingsoverdracht tussen de aangrenzende Fe en Si atomen. De afstan-
den tussen atomen van opeenvolgende lagen nemen toe bij toenemende Si con-
centratie, wat ook de magnetische momenten op de 3f positie vergroot. Deze
bevinding wordt ondersteund door ab initio berekeningen van de elektronen-
structuur. De verschillen in de magneto-elastische overgang, veroorzaakt door
de P/Si verhouding te veranderen, worden toegeschreven aan de voorkeur van Si
voor posities in de kristalstructuur in combinatie met veranderingen in de inte-
ratomaire afstanden in de (Mn,Fe),(P,Si) materialen (Hoofdstuk 3). De verdeling
van Si over de 2c en 1b posities in de hexagonale kristalstructuur hangt af van de
Si/P verhouding, terwijl deze niet afhangt van de Mn/Fe verhouding. De FM-PM
magneto-elastische overgang gaat gepaard met een reductie van het magnetisch
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moment op de 3f positie boven T¢. De duidelijke voorkeur van Si om de 2c posi-
tie te bezetten stabiliseert het Fe magnetisch moment op dezelfde laag door een
ladingsoverdracht tussen de aangrenzende Fe en Si atomen. De afstanden tussen
atomen van opeenvolgende lagen nemen toe bij toenemende Si concentratie,
wat ook de magnetische momenten op de 3f positie vergroot. Deze bevinding
wordt ondersteund door ab initio berekeningen van de elektronenstructuur.

De magneto-elastische overgang van op (Mn,Fe)»(P,Si) gebaseerde materia-
len kan ook worden gevarieerd door toevoeging van B, C en N atomen (Hoofdstuk
4). De door deze lichte atomen bezette posities in de kristalstructuur is bepaald
met behulp van neutronenverstrooiing. B substitueert Si op de 1b positie, terwijl
C de interstiti le 6j en 6k posities in het hexagonale rooster bezet. N atomen
bezetten zowel de substitutionele 1b als de interstiti le 6j en 6k posities. De af-
stemming van de magneto-elastische overgang wordt veroorzaakt door subtiele
variaties in de elektronencon guratie, die op hun beurt het mixed magnetism
veranderen, wat verantwoordelijk is voor de excellente magneto-calorische ei-
genschappen in deze materialen.

Op (Mn,Fe),(PSi) gebaseerde stoffen vertonen een onverwachte afhankelijk-
heid van de thermische historie op de magneto-elastische overgang, dat bekend
staatals het virgin effect (Hoofdstuk 5). Het virgin effect blijkt samen te hangen
met een metastabiele toestand, die bewaard blijft in het as-prepared monster
natemperen bij hoge temperatuur. Structuuranalyse toontaan dat as-prepared
monsters grotere variaties in hun atoomposities vertonen. Tijdens de eerste af-
koeling de metastabiele fase transformeert irreversibel in de stabiele
lage-temperatuur fase bij de PM-FM overgang waarna de stabiele fase behou-
den blijft. Wegens deze extra transformatie is de energiebarri re die overschre-
den moet worden hoger bij de overgang tijdens de eerste koeling en wordt een
lagere Tc waargenomen in vergelijking met de daaropvolgende koelingen. Tem-
peren bij hoge temperatuur kan de metastabiele toestand herstellen, wat leidt tot
terugkeer van het virgin effect. Wegens de afwijking in T¢ gedurende de eerste
koeling, moeten (Mn,Fe),(PSi) materialen vooraf gekoeld worden om het virgin
effect te elimineren, voordat zij gebruikt kunnen worden voor magnetische koel-
apparaten en elektriciteitsgeneratoren.

Studies met behulp van neutronen en muonen aan de magnetische corre-
laties in het PM regime van (Mn,Fe),(PSi) verschaffen een beter begrip , op zo-
wel lengte- als tijdschalen, van de magneto-elastische overgang (Hoofdstuk 6).
Magnetische correlaties van korte dracht zijn aanwezig bij temperaturen ver bo-
ven T¢ zowel voor eerste-orde als tweede-orde magnetische faseovergangen. De
korte-dracht magnetische correlaties breiden zich uit in ruimte en duur bij afne-
mende temperatuur en ontwikkelen zich tenslotte tot lange-dracht magnetische
ordening bij Tc.
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Dankzij de sterke magneto-elastische koppeling kunnen (Mn,Fe),(P.Si) ge-
relateerde materialen magnetisch ordenen in verschillende magnetische con -
guraties. In tegenstelling tot de gewone PM-FM faseovergang wordt voor som-
mige samenstellingen een spindichtheidsgolf (SDW) fase waargenomen voor-
dat ferromagnetisme optreedt (Hoofdstuk 7). De PM-SDW faseovergang is een
tweede-orde overgang en gaat vergezeld van continue veranderingen in de roos-
terparameters. De SDW-FM overgang is een eerste-orde overgang en vertoont
discontinue veranderingen in de roosterparameters. De SDW-FM overgang kan
kinetisch geremd worden, wat leidt tot een co existentie van de FM fase en de
niet-getransformeerde SDW fase bij lage temperatuur. Het ongetransformeerde
deel van de SDW fase is metastabiel bij lage temperatuur en kan omgezet wor-
den in de stabiele FM fase door een magnetisch veld aan te leggen. De SDW-
FM overgang gaat vergezeld van een signi cante toename van het Fe moment
en een kleine verandering in het Mn moment. Deze experimentele bevinding
is een bevestiging voor de sterke magneto-elastische koppeling en de instabili-
teit van het Fe moment (het theoretisch voorspelde mixed magnetism ) in het
(Mn,Fe),(PSi) systeem.
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MAGNETOELASTIC COUPLING IN MN-FE-P-S1 COMPOUNDS

by
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1. Discovery of new material systems may renew the interest in old research
topics.

2. The tunability of magnetoelastic transition in (Mn,Fe),(P,Si) upon doping can
be understood by the modifications on crystal and electronic structures.

3. In refrigeration and power conversion applications, the metastable states of
(Mn,Fe)» (R Si) formed by high-temperature annealing or by a low-temperature
kinetic arrest need to be taken into consideration.

4. Magnetoelastic transition in (Mn,Fe),(RSi) is proceeded by the formation of
short-range magnetic correlations. The short-range correlations extend in
space and slow down on cooling, and finally develop into long-range order.

5. Mixed magnetism in Fe,P-type compounds is due to the distinct chemical
environment around the two metallic sublattice sites.

6. The capability to distinguish Mn from Fe and P from Si atoms, as well as de-
tecting sublattice magnetic moment, makes neutrons better than X-ray for
studying (Mn,Fe),(PSi).

7. Patents are good to protect commercial interest but not for the development
of science and technology.

8. Polarization in neutron and X-ray experiments is as powerful as spinning
balls in table tennis.

9. Tulip blooms after a cold winter, one grows after a tough period.

10. Pronunciation of “r” in Dutch for Asian people is as challenging as that of
“Zh-"in Mandarin for western people.

These propositions are regarded as opposable and defendable, and have been
approved as such by the promotor Prof. dr. E.H. Briick and copromotor Dr. ir. N.H.
van Dijk.
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