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Abstract: Brittleness and low working temperature are two key factors that restrict the application
of Ni-Mn-5n alloys. Element doping is an effective means to improve performance of materials.
In present paper, martensitic transformation (MT) and mechanical properties of NiggMn39Snjz_,Tby
(x=0,05,1,2,and 5 at.%) alloys are investigated. It is found that the Tb addition refines significantly
the grains and causes the formation of a Tb-rich phase. All the samples undergo the martensitic
transformation from parent phase to martensite. And the martensitic transformation characteristic
temperatures increase remarkably from —60.7 °C for x = 0 to 364.1 °C for x = 5. The appropriate
amount of Tb addition in NiggMn39Snj3_,Thy (x =0, 0.5, 1, 2, and 5 at.%) alloys significantly enhances
the compressive strength and improves the ductility, which can be ascribed to the grain refinement.
The compressive stress of 571.8 MPa and strain 22.0% are obtained in the NiggMns39Sni;Tb; alloy.
Then the mechanical properties decrease with the further increased Tb content. Simultaneous
improving of martensitic transformation temperature and mechanical properties in Ni-Mn-Sn
magnetic alloy are achieved by Tb doping.

Keywords: Ni-Mn-Sn; ferromagnetic shape memory alloys; martensitic transformation; mechanical
properties; Tb doping; rare earth element

1. Introduction

Compared to traditional shape memory alloys (SMAs), ferromagnetic shape memory alloys
(FSMAs) can produce force and deformations by applying a magnetic field. Owing to the strong
coupling between structure and magnetism, the ferromagnetic shape memory alloys (FSMAs) have
attracted considerable attention [1-10]. As a typical magneto-structurally coupled ferromagnetic
shape memory alloy (FSMAs), Ni-Mn-5n alloys undergo a magnetic-field-induced reverse martensitic
transformation from antiferromagnetic martensite to ferromagnetic austenite. On this basis, Ni-Mn-5Sn
FSMAs exhibit rich multifunctional properties, such as the magnetic field induced shape memory
effect, giant magnetoresistance [11,12], magnetocaloric effect (MCE) [13,14], and the elastocaloric effect
(eCE) [15].

The MCE is a magneto-thermodynamic phenomenon in which a temperature change of a suitable
material is caused by exposing the material to a changing magnetic field [13,16-22]. Magnetic
refrigeration is a new cooling technology utilizing the MCE. In comparison, based on the elastocaloric
effect, similar caloric effects are demonstrated by application of mechanical stress. And these materials
with the elastocaloric effect have recently attracted tremendous attention due to the large available
latent heat and large adiabatic temperature changes. Either based on the MCE or eCE, the materials
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all show the largest potential to replace the traditional vapor-compression technologies due to the
zero-production of ozone-depleting or greenhouse gases. Quite recently, a large temperature change of
4 K was found during compressing the sample of NisjsMny4Sn;; with a small transformation strain
of 1.3% at 291.5 K [23]. All of these indicate that, as a typical multiferroic material with a large
magnetoelastic effect or elastocaloric effect, Ni-Mn-Sn FSMAs are regarded as having potential for
environmentally-friendly solid-state refrigeration materials.

Because the alloys with poor mechanical properties normally crack under repeated stress cycling,
the cooling life is reduced. The real utilization of magnetocaloric materials and elastocaloric materials
both demand good mechanical properties. Unfortunately, now, the main drawback of existing
Ni-Mn-5Sn alloys is its nature of high brittleness and poor mechanical properties. Therefore, it is urgent
to solve the brittleness problem. Additionally, due to the coupling of the martensitic transformation
and ferromagnetic transition, the existing Ni-Mn-Sn FSMAs show a lower working temperature. Now,
only very few studies have been performed in order to increase the working temperature of these
FSMAs, which is also one of the principal requirements for the practical application.

Many efforts have been put forward on the improvement of the mechanical properties of other
Ni-Mn based alloys, including the element substitution and the secondary phase inclusion [24-28].
As previously reported, the addition of rare earth elements such as Sm, Tb, Dy, Nd, and Y, enhances
the ductility of Ni-Mn-Ga alloys [29]. Moreover, we all know that the largest MCEs to date have been
observed in Gd55SipGey, which are currently based on rare earth materials [30]. So, rare earth element
addition may play a positive role in solid-state refrigeration. Meanwhile, some researchers have
reported that rare earth element addition could improve the martensitic transformation temperature.
Therefore, it can be anticipated that doping a suitable rare earth element into Ni-Mn-Sn FSMAs may
simultaneously tune the mechanical properties and martensitic transformation temperature. There is
still a lack of knowledge and information about the rare earth element Tb addition in Ni-Mn-Sn FSMAs.
In this paper, we anticipate that Tb addition in Ni-Mn-5n alloys will have an amazing effect on the
mechanical properties and martensitic transformation behavior. Finally, the results show that the
martensitic transformation characteristic temperatures increase remarkably with the increase in Tb
content. The compressive stress increases from 74.3 MPa to 571.8 MPa and the compressive strain
increase form 9.2% to 22.0% with increasing Tb content from 0 at.% to 2 at.%.

2. Materials and Methods

The nominal composition of the alloy NiggMnzgSniz_,Tby (x = 0, 0.5, 1, 2, and 5 at.%) were
prepared with high purity elements nickel, manganese, stannum, and Terbium, with a purity levels of
99.99%, 99.95%, 99.99%, and 99.9%, respectively, by melting six times in a non-consumed vacuum arc
furnace under argon atmosphere. In this paper, the nominal composition of the NiggMn39Sn;3_, Tbx
(x=0,05,1, 2, and 5) alloys are marked as Tb0, Tb0.5, Tb1, Tb2, and Tb5. The six re-melts were to
ensure a uniform alloy composition. The cast samples were sealed in quartz tubes under a pressure of
1073 Pa, then annealed at 1123 K for 24 h, and then quenched in ice water for homogeneity.

The microstructure of the alloys at room temperature was examined using an Olympus
metallographic microscope and scanning electron microscopy (SEM, TESCAN VEGA3-SBH) equipped
with energy dispersive X-ray spectroscopy (EDS). The samples were etched using 4% picric acid.
The crystal structure at room temperature was determined by X-ray diffraction (XRD, Rigaku
D/max-Rb with Cu K« radiation). The transformation temperatures were determined by differential
scanning calorimetry (DSC) measurements with the TA-2920. The heating and cooling rates were
20 K/min. The compression tests were performed at room temperature on an Instron 5569 testing
system at a crosshead displacement speed of 0.1 mm/min, and the size of the sample was
3mm x 3 mm X 5 mm. Fractography was observed by SEM to study the dominant fracture behavior
in this alloy system.
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3. Results and Discussion

3.1. Structure

Figure 1 shows the optical micrographs of solution-treated NiggMnzgSnj3_,Tby (x =0, 0.5, 1, 2,
and 5) alloys at room temperature. Evidently, it can be seen that the grain size of NiggMn3z95n;3 alloy
decreased with an increase in Tb content. From Figure 1a we can find that the microstructure of
NiggMn39Sni3 alloy without Tb addition consisted of coarser equiaxed grains, and the grain size was
approximately 160 um. The grain size of the NiggMn39Sni3_,Tby (x =0, 0.5, 1, 2, and 5) alloys was
reduced significantly by Tb addition. In the optical micrographs, the grains were marked by white
dashed lines approximately. When the content of Tb addition was 2 at.%, the average grain size was
reduced to 10 pm. These results were consistent with those obtained in the previous investigations
when adding rare earth elements into the single martensite Ni-Mn-Ga alloys [31]. In addition, with the
addition of Tb, the second phase appeared and distributed sporadically. With the further addition
of Tb, the second phase increased and distributed along the grain boundaries. A network-like
distribution and local enrichment of the second phase were also observed in the NisggMn3oSn;;Th;
alloy, as shown in Figure 1d. As to the NisgMn39SngTbs alloy, when the content of Tb further increased
to 5 at.%, the optical micrograph showed the significantly different microstructure with other alloys.
With excessive Tb addition, the amount of the second phase increased abundantly, and more and more
Tb-rich phase enriched. And the distribution of the second phase was not uniform. Such that the
matrix was segregated into many small islands. In this case, the grain boundaries were different and
blurry, just as shown in Figure 1le.

Figure 1. Optical micrographs of solution treated Ni48Mn395n13-xTbx alloys (a) x = 0; (b) x = 0.5;
(e)x=1;(d)x=2;(e) x=5.

In order to ascertain the possibility of the second phase segregation in the present samples,
detailed microstructural studies have been carried out by using SEM. Figure 2 shows the backscattered
electron images of NiggMn3z9oSni3_,Tby (x =0, 0.5, 1, 2, and 5) alloys. It can be seen that a segregation
occurred at the grain boundaries. This was consistent with the results of the optical micrographs.
Different as compared to the alloy without Tb addition shown in Figure 2a, the other micrographs
show a dual-phase microstructure with the black matrix and the white second phase. Apparently,
rare earth element Tb addition changed the microstructure of NiggMn39Sn;3 alloy. NisggMn3gSn;3 alloy
showed the structure with single phase. The white second phase was observed in all of the samples
with Tb addition. As the Tb content increased gradually, the size, quantity and distribution of the
second phase were different. When the content of Tb was 0.5 at.%, some small granular second phases
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distributed sporadically in the matrix, as indicated by the arrows shown in the Figure 2b. When the
content of Tb was 1 at.%, the second phase increases and the volume fraction increased gradually,
then tended to distribute along the grain boundaries, as shown by the arrows in Figure 2c. When the
content of Tb increased to 2 at.%, the second phases along the grain boundaries began to connect to
each other, then distributed like network and enriched locally. It is worth noting that the structure was
completely different with the other alloys with Tb addition, as shown in the magnification of region in
Figure 2e. From the magnification of region, the NiggMn39SngTbs alloy was consistent with the black
matrix and second phase, which showed a eutectic structure like “chrysanthemum”. The second phase
were lamellar in the grains, whereas those along the grain boundaries were irregular and had a larger
size than those in the grains.

Figure 2. Backscattered electron images of NiggMn39Sny3_Tby alloys (a) x =0; (b) x =0.5; (¢) x =1,
(d)x=2;(e)x=5.

In order to further investigate the detailed composition of the second phase, the composition of
matrix and second phase of the NiggMn39Sni3_,Tby (x =0, 0.5, 1, 2, and 5) alloys are listed in Table 1.
Each of these data is the average of five collection points. From the Table 1, it is found that the second
phase (white areas) consisted of the elements Ni, Mn, Sn, and Tb. Compared to the composition
of the matrix, the Tb content and Sn content of the second phase was higher, and the Ni content
decreased slightly, while the Mn content was lower. Moreover, it was found that Tb addition had
an obvious effect on the composition of the matrix. The nominal composition of these alloys was
NiggMnz9Sng3_, Tby (x =0, 0.5, 1, 2, and 5), namely the content of Ni and Mn remained unchanged.
While the EDS results show that the Mn content of matrix increased with the Tb addition, which was
up to 43.78 at.% in the NiggMn39SngTbs alloy from 39.12 at.% in NiggMn3z9Sng; 5Tbg 5 alloy. Because
the martensitic transformation temperature is sensitive to the composition of the alloy, this change
will have a significant effect on the martensitic transformation behavior and mechanical properties of
these alloys. It will be discussed in the next parts. Compared with the Tb content of the matrix and
the second phase, the solubility of rare earth element Tb in the matrix was less than 0.2%, while the
solubility of rare earth element Tb in the second phase was very high in the range from 11.31 at.% to
14.18 at.%. Through these results, we recognize that the second phase was Tb-rich phase. As we all
know, the atom sizes of Ni, Mn and Sn are 0.124 nm, 0.129 nm and 0.158 nm, respectively, while the
atom size of Tb is 0.178 nm. We recognize that the low solubility of rare earth element Tb in the matrix
may be attributed to the large atom size of Tb.
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Table 1. The EDS results of NiggMn3z9Sni3_,Tby (at.%).

Phase Ni Mn Sn Tb

0 47.92 38.78 13.30 0.00

05 4832 39.12 12.39 0.17

Matrix 1 48.25 40.82 10.75 0.18
48.78 41.47 9.58 0.17
5 49.87 43.68 6.26 0.19

05 44.78 24.03 20.88 10.31
1 41.85 23.70 23.27 11.18
2 42.12 22.73 22.33 12.82
5 41.54 21.82 22.18 14.46

x

N

Second phase

To further confirm the structure of the alloys and the second phase, X-ray diffraction patterns
of NiggMn3gSnis_,Tby (x = 0, 0.5, 1, 2, and 5) alloys at room temperature are shown in Figure 3.
Compared with the reflection of Ni-Mn-Sn alloys reported by Krenke et al., the main reflection peaks
corresponding to the cubic austenite were marked by the red squares [32]. The main reflection peaks
corresponding to the martensite were marked by the blue circles, and some extra reflection peaks
corresponding to the y-phase are marked by the pink triangles. From the XRD patterns, the typical
diffraction peaks from austenite can be clearly seen in the Tb0 and Tb0.5 samples. They show the
single austenite crystal structure, which can be indexed by the L2; structure. Because the martensitic
transformation temperature was below the room temperature, these two samples all showed the
austenite crystal structure at room temperature. As to the details of the martensitic transformation
temperature, we will discuss them in the next parts later. A small difference with the Tb0 sample,
a weak y-phase peak appeared. With the further increase of Tb content, when the content of Tb was
1 at.%, the NiggMn39Sn1,Tb; alloy showed a more complicated case, exhibiting a mixed structure of the
cubic austenite phase, orthorhombic martensite phase, and the y-phase. The NisggMn39Sn;1Tb; alloy
presented a two-phase structure, with the y-phase and the orthorhombic martensite phase. When the
Tb content increased to 5 at.%, the peaks of martensite phase became weak, while the peaks of the
Y-phase became stronger. The SEM observation mentioned above indicates that the amount of Tb-rich
phase in the NiggMn39SngTbs alloy was greater than that in the other alloys. Thus, it is speculated that
these unknown peaks may be from the Tb-rich phase.
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Figure 3. X-ray diffraction patterns of NiggMn39Snj3_,Tby alloys.

3.2. Martensitic Transformation

Figure 4 shows the DSC curves of the NiggMn3oSniz_,Tby (x = 0, 0.5, 1, 2, and 5) alloys.
The martensitic transformation was detected over the whole composition range, as evidenced by
the endothermic and exothermic peaks observed upon the heating and cooling cycles respectively.
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Table 2 lists the martensitic transformation starting and finishing temperatures (M;, My), and the
austenite starting and finishing temperature (As, A¢). The transformation temperatures were taken
as the intersection point of two baselines, as shown in Figure 4. The typical DSC curves in the
NiggMn3z9Sni3 alloy and NiggMnsgSny; 5Tbg 5 alloy exhibited the exothermic peak on cooling and the
endothermic peak during heating, corresponding to the martensitic and reverse transformations,
respectively. It is worth noting that a pair of step-like peaks appeared at the same temperature,
as shown in the black arrows. We recognize these temperatures were the Curie temperatures of the
alloys. We find that small amount of Tb addition did not change the curie temperature. This result
was consistent with the previous research [32]. In contrast, the peaks corresponding to the Curie
temperature could not be detected when the Tb content was above 1 at.%. It is mainly due to the
reverse martensitic transformation temperature being higher than the room temperature. What is more
interesting, except for the main peaks, we found that another peak appeared behind them, as indicated
by the red circles in the Figure 4. Combined with the analysis mentioned above, with excessive Tb
addition, the amount of the second phase increased abundantly, and more and more of the Tb-rich
phase was enriched. These unknown peaks may indicate the phase-transition temperatures of the
Tb-rich phase. In the present paper, we are not going to explain this in further detail, and we will
investigate this phenomenon in future research. In order to observe the changing tendency of the
characteristic temperatures, the composition as a function of M, Mg, As and A; are plotted in Figure 5.
Evidently, it was found that the martensitic transformation characteristic temperatures increased
almost linearly with increasing Tb content. The martensitic transformation start temperature, M,
increased from —60.7 °C for x = 0 to 364.1 °C for x = 5. We all know that the martensitic transformation
temperature M; is sensitive to the composition of alloys. Therefore, the main reason that Tb addition
changed the M was the change of composition. As above analysis in Table 1, the solubility of Tb in the
matrix was found to be very low. The insoluble Tb element segregated mainly at the grain boundaries
and formed the Tb-rich phase. The EDS results also showed that the composition of the matrix was
changed by the existence of the Tb-rich phase. With the increasing of Tb content, the content of Mn in
the matrix increased gradually from 38.58 at.% for x = 0 to 43.78 at.% for x = 5. Whereas the decrease of
Sn content occurred due to the substitution of Tb for Sn. At the same time, the content of Ni was almost
kept constant. Consequently, the ratio of Mn and Sn increased as the content of Ni was approximately
unchanged, which account for the increase of martensitic transformation temperature. This was
accordance with the results obtained by Jiang et al. [33]. To verify this, first principles calculations are
needed. However, due to the low solubility of Tb element, the Tb ions cannot enter into the lattice
of the matrix. It is unreasonable to simulate the Sn atoms being replaced by Tb atoms. Nevertheless,
the composition of the matrix was changed, based on adjusting the ratio of the atoms in each unit cell,
we may reveal the influence of martensitic transformation behavior. This work will be completed in
our future research.
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Figure 4. DSC curves of the NiggMn39Sn;3_ ,Tby alloys.
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Table 2. The characteristic temperatures of NiggMnzgSni3_, Tby alloys (x =0, 0.5, 1, 2, 5 at. %) denoted
as Ms, Mg, As and Ay, respectively.

Composition M; (°Q) M;¢ (°O) Ag (°Q) Af (°Q)
Ni4gMn398n13 —60.7 —83.7 —61.2 —254
NiggMnz9Snip5Tbg 5 —16.8 —49.8 —245 6.7
Ni48Mn395n12Tb1 774 36 49.8 42.0
NiggMn3z9Snj1Tby 149.7 125.8 138.9 169.7
Ni48Mn398n8Tb5 364.1 3379 361.7 382.3
390 1 o As
—e— Af
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Figure 5. The effect of Tb content on the phase transformation temperatures of NiggMns9Sny3_,Tby
(x=0,05,1,2,5) alloys.

3.3. Mechanical Properties

Good mechanical properties play an important role in the practical application of Ni-Mn-5Sn
FSMAs. In order to obtain the strength and ductility behavior of the NiggMn3z9Snj3_,Tby (x =0, 0.5,
1, 2, and 5) alloys, the compressive mechanical properties were tested for the alloys. The alloys
were loaded at room temperature until failure in compression. Figure 6 shows the representative
compressive stress—strain curves. The effect of rare earth element Tb content on the compressive
strength and the compressive strain of NiggMnzgSnj3_,Tby (x = 0, 0.5, 1, 2, and 5) alloys are plotted
in Figure 7. As can be seen, without Tb addition, the NiggMns39Sn;3 alloy had the worse failure stress
and strain among the tested alloys. The detected compressive stress and strain were ~74.3 MPa and
~9.2% separately. In Figure 7, it can be seen that both the compressive stress and strain had a strong
dependence upon the Tb content. In addition to the NiggMn3z9SngTbs alloy, the compressive stress and
strain of all the other samples increased nearly linearly as Tb content increased. When Tb content was
increased to 2 at.%, the compressive strain was evidently increased to 22.0%, and the compressive
stress was significantly improved to 571.8 MPa. As to the NiggMn39SngTbs alloy, when the content of
Tb further increased to 5 at.%, the compressive stress and strain decreased slightly compared with that
of NiggMn39Sn;1Tb; alloy. But the mechanical property of NiggMn39Sng; Tb, alloy was still much better
than that of alloy without Tb addition. The best comprehensive mechanical property was effectively
hindering the movement of dislocations and the propagation of cracks, which was the reason for
the enhancement of the compressive strength and strain. As mentioned before, the grain size of the
NiggMn39Sny3_,Tby (x =0, 0.5, 1, 2, and 5) alloys decreased with increases of Tb content. It appears
that the refinement of grain size had a beneficial effect on the strength and ductility of the alloys.
Moreover, the size and distribution of Tb-rich phase played an important role in the improvement of
mechanical properties. With increasing Tb addition, the Tb-rich phase grew and tended to distribute
along the grain boundaries. The existence of Tb-rich phase at the grain boundaries effectively hindered
the movement of dislocation and the propagation of cracks, which was also the key to improving the
mechanical properties of alloys. Some researchers have found that a large amount of Re(Ni,Mn),Ga
phases can improve the compressive ductility and strength of single phase martensitic NisoMnyoGayg
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alloys [24,26]. However, here we found that a large number of Tb-rich phases played a negative role in
the ductility improvement in two-phase Ni-Mn-Sn-Tb alloys. It was confirmed that the Re-rich phase
is a hard-brittle phase, which might fracture earlier than the matrix in the deformation process and
form a large number of defects, leading to a drop in mechanical performance [34]. This might be the
reason why the alloys showed the drop in mechanical performance when the Tb addition was 5 at.%.
All these above clearly indicated that the proper amount of Tb addition significantly improved the
compressive strength and enhanced the ductility of the alloys.
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Figure 6. The compressive stress-strain curves of NiggMn39Snj3_»Tby alloys.
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Figure 7. The effect of Tb content on the compressive strength and the compressive strain of
Ni4gMn395n13,bex alloys.

In order to further clarify the fracture mechanism, the fracture morphologies of
NiggMn3z9Sny3_,Tby (x = 0, 0.5, 1, 2, and 5) alloys after compressing were observed, as shown in
Figure 8. With the addition of Tb, the compactness of alloys was increased, which can be seen
intuitively in Figure 8a—d. It was consistent with the above that Tb can refine the grain size. Figure 8a
shows the fractograph of the alloy without Tb addition. The fracture surface was smooth and the edge
was clear. It shows the typical brittle fracture along the grain boundaries. Due to the binding strength
of the coarse grains were weak, the fracture originated from the grain boundary separation. The coarse
grains and the intergranular fracture show the poor mechanical properties of the NiggMn39Sn;3 alloy,
which was consistent with the results of the compressive stress-strain curves shown in Figure 6. For the
NiggMn395ny; 5Tbg 5 alloy, transgranular cracks with tearing edges were observed as shown in the
Figure 8b. It shows characteristics of ductile transgranular fracture and plastic deformation occurred
before fracturing. With the further addition of Tb, lots of dimples with tearing ridges appeared,
and the alloys exhibited cleavage fracture, as shown in the Figure 8c,d. The type of fracture changeed
from intergranular fracture to transgranular fracture. Different to the alloy without Tb addition,
in NiggMn39Sni1Tb, alloy, the fracture occurred within the grain, then the fracture grew past the
grain boundary. This indicates that Tb addition strengthened the grain boundary. From the before
mentioned microstructures of NiggMns3gSnis_,Tby (x =0, 0.5, 1, 2, and 5) alloys, it was shown that
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the grain size of NiggMn3z9Snj; Tb, alloy was significantly reduced. More energy was needed when
the fracture grew, because the crack propagation had to change direction several times to move
through the grain boundary. This led directly to the difficulty in the formation and propagation of the
fracture. Therefore, we recognize that grain refinement was the main reason for the alloy’s plasticity
enhancement. In addition, the alloy contained some Tb-rich phase, which distributed along the grain
boundaries discontinuously. When plastic deformation occurred, the cracks grown along the grain
boundaries were retarded by the Tb-rich phase. These two reasons mentioned above, improved the
mechanical properties of the NiggMn3gSn;;Tb; alloy. As to the NiggMn3z9SngTbs alloy, it showed a
distinct difference with others, as shown in Figure 8e. It can be seen that the second phases with large
size were torn off from the matrix, as shown with arrows in Figure 8e. For higher volumes of Tb-rich
phase, the hard-brittle phase distributed like network along the grain boundaries and enriched locally.
This led to the continuity of the matrix being destroyed. With excessive Tb addition, more and more
Tb-rich phases were enriched. When plastic deformation occurred, the cracks generated preferentially
and propagated rapidly along the phase boundary of the matrix and Tb-rich phase. It resulted in the
increase in the brittleness.

Figure 8. SEM fractographs of NiggMn3oSn;3_,Tby alloys (a) x = 0; (b) x = 0.5; (¢) x =1; (d) x = 2;
(e) x=5.

4. Conclusions

In the present work, the martensitic transformation behaviors, microstructure, and mechanical
properties of solution-treated NiggMn3z9Snis_, Tby (x =0, 0.5, 1, 2, and 5 at.%) alloys were investigated.
The obtained results are as follows:

1. The results show that Tb addition refines significantly the grains and causes the formation of a
Tb-rich phase. With the increase in Tb content, the Tb-rich phase became larger and tended to
distribute along the grain boundaries.

2. Martensitic transformation was observed in all NiggMn39Sni3_,Tby (x =0, 0.5, 1, 2, and 5 at.%)
alloys. The martensitic transformation temperatures increased remarkably with the increase in
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Tb content. The martensitic transformation start temperature M; increased from —60.7 °C for
x=0to364.1 °C for x =5.

The appropriate amount (2 at.%) of Tb addition in NiggMn39Sny3_,Tby (x =0,0.5,1, 2, and 5 at.%)
alloys significantly enhanced the compressive strength and improved the ductility, which can
be ascribed to the grain refinement. The compressive stress and strain increased, firstly with
increasing Tb content up to 2 at.%, and then decreased with the further increased Tb content.
The compressive stress increased from 74.3 MPa to 571.8 MPa and the compressive strain increased
from 9.2% to 22.0% with increasing Tb content from 0 at.% to 2 at.%.

When the content of Tb addition was less 2 at.%, the fracture type changed from intergranular
fracture to transgranular fracture with increasing Tb content, which was due to strengthening
of the grain boundary with increasing Tb content. However, when the amount exceeded
2 at.%, the large amount of Tb-rich phase, hard-brittle phase, had a negative effect on the
mechanical properties.
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