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Near theoretical ultra-high 
magnetic performance of rare-earth 
nanomagnets via the synergetic 
combination of calcium-reduction 
and chemoselective dissolution
Jimin Lee1, Tae-Yeon Hwang2, Hong-Baek Cho1, Jongryoul Kim1 & Yong-Ho Choa  1,2

Rare earth permanent magnets with superior magnetic performance have been generally synthesized 
through many chemical methods incorporating calcium thermal reduction. However, a large challenge 
still exists with regard to the removal of remaining reductants, byproducts, and trace impurities 
generated during the purifying process, which serve as inhibiting intermediates, inducing productivity 
and purity losses, and a reduction in magnetic properties. Nevertheless, the importance of a post-
calciothermic reduction process has never been seriously investigated. Here, we introduce a novel 
approach for the synthesis of a highly pure samarium-cobalt (Sm-Co) rare earth nanomagnet with 
near theoretical ultra-high magnetic performance via consecutive calcium-assisted reduction and 
chemoselective dissolution. The chemoselective dissolution effect of various solution mixtures was 
evaluated by the purity, surface microstructure, and magnetic characteristics of the Sm-Co. As a 
result, NH4Cl/methanol solution mixture was only capable of selectively rinsing out impurities without 
damaging Sm-Co. Furthermore, treatment with NH4Cl led to substantially improved magnetic 
properties over 95.5% of the Ms for bulk Sm-Co. The mechanisms with regard to the enhanced phase-
purity and magnetic performance were fully elucidated based on analytical results and statistical 
thermodynamics parameters. We further demonstrated the potential application of chemoselective 
dissolution to other intermetallic magnets.

In the past few decades, exchange-coupled nanomagnets comprising both magnetically hard- and soft-phases 
have been intensively studied within the permanent magnet industry, due to their exceptional magnetic character-
istics beyond conventional magnetic compounds1. Through a theoretical study, Skomski and Coey demonstrated 
an expected value as high as 120 MG·Oe for the maximum energy product of a hard/soft-coupled composite mag-
net, while Nd2Fe14B as a superior hard magnet yielded ~56 MG·Oe2,3. This excellent magnetic performance could 
be attributed to a unique interaction between two different phases, referred to as the “exchange-coupling effect”4. 
To obtain hard/soft exchange-coupled nanocomposites, many fabrication methods have been reported: one of the 
simplest chemical routes involves surface treating a hard nanomagnet such as plating of the soft phase5,6, sputter-
ing7, and the glyoxylate precursor method8.

As hard nanomagnets, rare earth element based metallic phases, including neodymium-iron-boron (Nd-Fe-B), 
samarium-cobalt (Sm-Co), and samarium-iron-nitride (Sm-Fe-N), are expected to experimentally exhibit the 
strongest exchange-coupling behavior due to their exceptionally high coercivity and energy product9. Among 
magnetic hard materials, Sm-Co (e.g., Sm2Co17, SmCo5) nanostructures have been prepared through a variety of 
chemical methods such as sol-gel10, co-precipitation11, electrospinning12, and electrodeposition13, followed by a 
subsequent reduction-diffusion (R-D) process. Recently, studies with regard to control over the microstructures of 
single-phased nanomagnets with either a near single-domain size or a high-anisotropic feature are being developed 
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in order to achieve further enhanced magnetic properties14,15. One way to precisely control the fibre diameter of 
magnetic structures is to employ electrospinning process. When the fibre dimension reaches the single-domain 
size of a given magnet (e.g., Sm2Co17: sub-micron-scale), the theoretical maximum coercivity can be achieved16.

The reduction process is an indispensable step in all the chemical approaches to prepare rare earth magnets 
from oxides. Because rare earth elements possess a highly negative reduction potential (e.g., Sm3+/Sm = −2.41 eV; 
while transition metal, Co2+/Co = −0.28 eV) and a low free energy for oxidation (e.g., Sm = −5.73 × 105 J 
at 25 °C), rare earth oxides are extremely stable and are difficult to reduce to their metallic phase under H2 
conditions12,17,18. Calcium (Ca) granule or calcium hydride (CaH2) powder with an oxidation energy (e.g., 
Ca = −6.04 × 105 J at 25 °C) lower than all other rare earth metals has enabled the reduction, leading to a produc-
tion of metallic rare earth magnets and oxidized Ca (CaO)19. To eliminate the unconsumed or residual calcium 
phases, a post-calciothermic reduction process was imperative; thus far, a dilute acidic solution and/or deionized 
water have been conventionally used for rinsing out leftover reductants20–25. However, a byproduct unavoidably 
formed, resulting in poor magnetic properties of the resultant nanomagnet. As the residue and water reacted 
intensely with the liberation of an enormous amount of heat, Ca/CaO formed a water-insoluble calcium com-
pound and it remained as a non-magnetic product. Moreover, H2 gas was produced vigorously and induced pro-
ton (H+) formation in acidic solution, causing serious damage to the nanomagnets. In the worst case, magnetic 
phase decomposition could occur26.

Thus, after the well-controlled synthesis of the nanomagnets, the existence and unsuccessful removal of 
unwanted impurities led to inferior magnetic properties as well as surface damage to the hard magnetic nanoma-
terials. The surface defects further resulted in difficult exchange-coupling interactions on hard- and soft-magnetic 
inter-phases. However, most previously reported studies focused only on the synthetic results without covering 
the loss in magnetic properties induced by side products and the interaction between byproducts and treated 
solutions22,27–29. Interestingly, Wang et al. proposed a novel washing route (i.e., ethyl alcohol-water; two-step 
process) for the synthesis of Nd-Fe-B nanoparticles with excellent magnetic properties; however, they could not 
deviate from the problems of oxidation and the formation of serious defects on the surface of the metallic mag-
netic phase30. To the best of our knowledge, there have not been detailed studies addressing the effects of a che-
moselective dissolving solution on the surface characteristics and magnetic properties of nanoscale magnetic 
structures prepared by the R-D process.

Here, 1-D highly pure samarium-cobalt nanostructures with near theoretical ultra-high magnetic perfor-
mance were synthesized via consecutive electrospinning, calcium thermal reduction, and chemoselective disso-
lution. The chemoselective effects of various conventional solutions were evaluated and fully discussed according 
to as-treated rare earth magnetic Sm2Co17 nanofibres and their magnetic properties and surface microstruc-
tural characteristics. Moreover, the applicability of the most efficient selective-dissolving solution to other rare 
earth based magnetic phases (e.g., SmCo5 and Nd2Fe14B system) was also discussed in order to obtain high 
purity, outstanding magnetic performance, and to demonstrate further potential as a raw material applied to an 
exchange-coupled magnet. A graphical summary of our experimental procedure can be seen in Fig. 1.

Results and Discussion
Preparation of solutions for chemoselective dissolution. Solutions for chemoselective dissolution 
must fulfill the following condition: possess a high Ca/CaO solubility or fully react with these calcium com-
pounds. Pure alcohols (e.g., ethanol, methanol) were not selected because these solutions cannot react with the 
byproducts. Additionally, CaO and CaH2 possess extremely low solubility in alcohols31,32. Ethylene glycol and 
glycerol are potentially usable; however, these chemicals were excluded due to their sluggish reactivity with 
CaO33. Distilled water and dilute acidic solutions (e.g., acetic acid, hydrochloric acid (HCl)) have already been 
widely reported as traditional washing solutions20,21,34. In this study, the use of a strong acid was not considered 
even if it was largely diluted, as it could lead to the serious corrosion of metal magnetic compounds. CaO was 
reported to be soluble in water-based sugar solutions. For example, a 34 w/v% sucrose solution dissolved 9.45 
mass % of CaO at 25 °C35. Glucose, rhamnose, lactose, and raffinose could be employed as sugars; however, these 
powders exhibited relatively low solubility compared to sucrose, which possessed a solubility of 201 g/100 mL of 
water36. The application of a NH4Cl-methanol mixed solution after calcium-assisted thermal reduction has been 
reported for the synthesis of a single element magnet (i.e., α-Fe) and some nonmagnetic materials (i.e., LaNiO2, 
La2CuO4)34,37–42. However, only a few papers have been published for binary or ternary alloy magnets27,43,44. All 
things considered, four different solutions were selected: pure distilled water, 0.1 M dilute acetic acid solution, 
85 w/v% sucrose solution, and 0.1 M of NH4Cl in methanol.

Figure 1. Illustration of the experimental procedure to obtain Sm2Co17 nanofibres.
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Phase, surface characteristics, and magnetic properties of treated Sm-Co nanofibres using different  
solution treatment. Figure 2 shows the surface morphology of Sm-Co nanofibres obtained after washing 
and drying under various dissolution conditions. As-reduced samples were coated with a rough layer of CaO and 
residual CaH2 particles. There was not a distinct morphology difference between samples obtained prior to and 
after dissolution using only distilled water (Fig. 2(a)). Different layer-morphologies were observed when samples 
were treated with dilute acid or sucrose solutions, as can be seen in Fig. 2(b,c). Interestingly, nanofibres with a 
smooth surface morphology were obtained when a NH4Cl/methanol solution was employed (Fig. 2(d)).

Powder X-ray diffraction patterns of the treated Sm-Co nanofibres can be seen in Fig. 3. Prior to treatment, 
the unreacted CaH2, CaO, and pure Sm2Co17 phases were observed. As CaO and residual CaH2 reacted with 
distilled water to generate calcium hydroxide (Ca(OH)2), the diffraction patterns of this insoluble phase and 
some CaO were obtained (Fig. 3(a), see the result with different the number of washing in Fig. S6)45. When 
aqueous acid and NH4Cl/methanol solutions were applied, a clear Sm2Co17 diffraction pattern was observed in 
Fig. 3(b,d). However, a broadened pattern throughout low angles between the range of 20-40° was also visible in 
Fig. 3(b), presumed that there was damage on Sm-Co, such as phase amorphization. Meanwhile, a high intensity 
water-insoluble CaCO3 phase was observed with Sm2Co17 exhibiting low intensity in Fig. 3(c). This could be 
attributed to side reactions between calcium compound and saccharose solutions35,46–48.

The best dissolution precursor candidate should be able to selectively rinse away Ca without dissolving Sm or 
Co. To confirm this process, the concentrations of 3 elements, Ca, Sm, and Co in each solution obtained during 
the dissolution process were determined by ICP-OES as having an error of ±~0.1% (Fig. 4(a)). For all the given 
solution conditions, over 600 mg/L of Ca was successfully removed. However, a considerable amount of Sm and 
Co, both over 150 mg/L, was also detected in the dilute acetic acid solution. It is considered that the acidic solu-
tion had an undesirable impact on the physical characteristics (i.e., structural and magnetic properties) of Sm-Co. 
There was also a colour change in some solutions (Fig. 4(b)): the dilute acetic acid solution and sucrose juice 
turned red and yellow, respectively, while distilled water and NH4Cl/methanol solution remained colourless. This 
may have been related to the existence of hydrogen ions, H+, during the rinsing process. It was reported that an 
excess amount of H+ in an acidic solution changed the colour of the cobalt(II) acetate ionic complex to pinkish 
red, which affected the colour change of metallic Sm-Co. Colourless samarium acetate, Sm(CH3COO)3·xH2O 
also formed49. The reaction of calcium with the saccharose solution yielded viscous yellow-brown solutions while 
monocalcium saccharates were dispersed48.

To investigate the microstructure and phase of the surface, the as-rinsed Sm2Co17 fibres were analysed via 
TEM (see Fig. 5). With regard to the water-treated sample, altocumulus-like layers consisting of Ca(OH)2 (JCPDS 
No.70-5492) and CaO (JCPDS No.76-8925) were observed (Fig. 5(a)). The filiform layer produced from the acidic 
solution corresponded to Sm2Co17H5 (JCPDS No.79-9700) (Fig. 5(b)). In Fig. 5(c), there were several amorphous 
layers and CaCO3 (JCPDS No.05-0586) on the surface of the sucrose-treated Sm2Co17 nanofibres, which may be 
attributed to the unexpected reaction between CaO/Ca(OH)2 and the sugar-derivatives. It was believed that a lit-
tle calcium saccharate, Ca(C12H22O11)2, with a very long carbon chain, remained on the surface as an amorphous 
layer50. Naked Sm2Co17 crystals (JCPDS No.65-7762) were clearly seen on the surface of the treated fibres when 
the NH4Cl/methanol solution was employed, implying no damage occurred to the resulting fibres (Fig. 5(d)). The 
elemental profile of the surface for Sm, Co, Ca, carbon (C), and oxygen (O) was investigated using TEM-EDS and 
the results were in accordance with the formed phases in each solution. There was an appreciable quantity of Ca 
in the water-treated Sm2Co17 samples, indicating that distilled water was inadequate to remove CaH2 and CaO. It 
turned out that the sucrose solution was not suitable as a treatment solution due to a large portion of C induced 

Figure 2. FE-SEM micrographs of the as-reduced Sm2Co17 nanofibres obtained prior to and after washing with 
various solutions: (a) pure distilled water, (b) 0.1 M dilute acetic acid in water, (c) 85 w/v% of sucrose in water, 
and (d) 0.1 M NH4Cl in methanol.
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from the CaCO3 phase as in the water-treatment case. In the acid-treated Sm2Co17, there was a small amount 
of Ca; however, a considerable amount of O was observed. On the contrary, the TEM-EDS data confirmed the 
presence of Sm and Co without any impurities including Ca and C between the standard error range of ±~1% for 
NH4Cl/methanol-treated Sm2Co17 sample.

Figure 3. XRD patterns of the as-reduced Sm2Co17 nanofibres obtained prior to and after washing with: (a) pure 
distilled water, (b) 0.1 M dilute acetic acid in water, (c) 85 w/v% of sucrose in water, and (d) 0.1 M NH4Cl in methanol.

Figure 4. (a) ICP-OES analysis data of the elemental concentration in each solution (error range of ±~0.1%) 
and (b) photographs of the obtained solutions during the washing process.
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The magnetic properties of the Sm2Co17 powder samples were investigated using PPMS without compaction, 
magnetic alignment, and sintering. The magnetic hysteresis loops as a function of the treatment solution can be 
seen in Fig. 6(a). The corresponding saturation magnetisation (Ms), remanence (Mr), intrinsic coercivity (Hci), 
and squareness (Mr/Ms) values are given in Fig. 6(b). Despite utilization of the same Sm2Co17 as a starting powder 
material, the magnetic properties varied depending on the solution used during the dissolution treatment because 
the Hci and Ms values were strongly affected by the purity of the phase51. It was known that pure bulk Sm2Co17 
possessed a high Ms (Mbulk) of 114.0 emu/g (calculated from 1.0 MA/m with a density of Sm2Co17 = 8.769)52. For 
the NH4Cl/methanol-treated nanofibres, Ms was found to be 108.9 emu/g, which was within 95% of the theoretical 
value for Sm2Co17. It was worth mentioning that this difference (~5 emu/g) was negligible due to a magnetically 
“dead” layer on the surface of the Sm-Co fibres within the nanoscale regime53,54. On the contrary, Ms deteriorated 
as low as 62% of the original value in the other cases. For the as-washed samples treated with distilled water or 
sucrose juice, the decrease in Ms resulted from a considerable amount of impurities including CaO and Ca(OH)2, 
while Hci was not affected by these diamagnetic materials55. With regard to the surface treatment utilizing an acidic 
solution, a remarkable Hci drop occurred due to the formation of a thin Sm2Co17Hx layer with soft magnetic char-
acteristics. Besides, interstitial hydrogen in the magnetic phase reduced the anisotropy field, leading to a further 
drastic decrease in Hci

22,56,57. Therefore, it could be concluded that the NH4Cl/methanol solution was the most 
suitable chemoselective dissolution solution leading to high magnetic performance 1-D Sm2Co17 nanostructures.

Effect of chemoselective dissolution induced-by different reaction mechanisms. All of the 
aforementioned dissolution reactions were evaluated in terms of a spontaneous chemical reaction with a lower 
Gibbs free energy.

Distilled water. The CaH2 phase fully reacted with H2O due to its high reactivity, leading to the formation of 
insoluble Ca(OH)2. As a result, it could be detected as a layer in the SEM and TEM micrographs:

H
CaH 2H O Ca(OH) ( ) 2H (g) ( G 68 354 kcal),

( 56 706 kcal) (1)K

2 2 2 2 298K
0

298
0

+ → ↓ + … … ∆ = − .

∆ = − .

Figure 5. TEM images and HR-TEM micrographs (as indicated by the red square) of Sm2Co17 nanofibres 
prepared under different washing conditions: (a) pure distilled water, (b) 0.1 M dilute acetic acid in water,  
(c) 85 w/v% of sucrose in water, and (d) 0.1 M NH4Cl in methanol. The chemical compositions of the 
constituents were determined via TEM-EDS with an error of ±~1%.
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+ → ↓ … … ∆ = − .

∆ = − .H
CaO H O Ca(OH) ( ) ( G 13 815 kcal),

( 15 571 kcal) (2)K

2 2 298K
0

298
0

where the standard Gibbs free energy (∆G0) and the enthalpy change (∆H0) were calculated using the HSC 
Chemistry software while assuming the entire reaction temperature was 25 °C58. The produced Ca(OH)2 layer 
located on the outer Sm2Co17 surface could readily coat the surface preventing further reaction of residual CaO 
with water in the deeper internal body. Thus, CaO and Ca(OH)2 phases were observed in the X-ray diffraction 
pattern and micrographs. A negative ∆H for Equations (1 and 2) indicated that the two reactions were exother-
mic and produced a lot of heat.

Dilute acetic acid solution. When dilute acetic acid was utilized, CaO-CaH2 and the dilute acetic acid could react 
as follows:

+ → +

… … … … ∆ = − . ∆ = − .

− +

H
CaH 2[(CH COO) H ] Ca(CH COO) (aq) 2H (g)

( G 86 372 kcal), ( 87 500 kcal) (3)K

2 3 3 2 2

298K
0

298
0

+ → +

… … … … ∆ = − . ∆ = − .

− +

H
CaO 2[(CH COO) H ] Ca(CH COO) (aq) H O(l)

( G 31 833 kcal), ( 46 365 kcal) (4)K

3 3 2 2

298K
0

298
0

Compared to the case in distilled water, the large exothermic enthalpy of Equations (3 and 4) accelerated the 
generation of activated H2, resulting in the hydrogenation of Sm-Co nanostructures57,59. Although the hydride 
phase was indistinguishable in the X-ray diffraction pattern (see Fig. S2), the deteriorated magnetic properties 
provided conclusive evidence for the formation of Sm2Co17Hx with a small Hci. Also, due to the lower ionization 
potential of samarium and cobalt in water compared to hydrogen, remaining proton ions (H+) induced from the 
acid could also affect the Sm-Co alloy leading to a release of Sm3+ and Co2+ 60. These metal ions could compose 
the ionic complex, and cobalt acetate could form amorphous cobalt(II) oxide as Equation (5)61. A large amount of 
the oxygen in Fig. 5(b) was believed to be due to an amorphous CoO phase.

⋅ → ↓ + +Co(CH COO) 4H O CoO( ) 2CH COOH 3H O (5)3 2 2 3 2

Sugar solution. CaO dissolves in sugar solution forming calcium saccharate which is soluble in water62:

Figure 6. (a) Magnetic hysteresis loops of the pretreated Sm2Co17 nanofibres with different solution treatments. 
(b) The corresponding saturation magnetisation (Ms), remanence (Mr), coercivity (Hci), and squareness (Mr/Ms) 
values for the as-washed Sm2Co17.
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n nCaH C H O Ca C H O (aq) H (g)
( G 5 806 kcal) (6)

n2 12 22 11 12 22 11 2

298K
0

+ → +

… … … … ∆ = − .

+ → +

… … … … ∆ = − .
−n nCaO C H O Ca C H O (aq) H O(l)
( G 6 492 kcal) (7)

n n12 22 11 12 22 2 11 2

298K
0

It was reported that greater CaO solubility could be obtained with a higher sugar concentration in solution due to 
the formation of additional calcium saccharate35. Considering a sucrose with a melting temperature greater than 
160 °C and its solubility (i.e., 201 g/100 mL of water), a sucrose concentration of 85 w/v% in water was selected as 
an appropriate concentration36,63. However, as shown in Fig. 5(c), the organic material caused CaCO3 formation: A 
lot of heat, produced from the exothermic reactions between calcium compounds and water (Equations (1 and 2)),  
led to CO2 gas generation followed by partial thermal-breakdown of the sugar (C12H22O11) to give the organic 
structure containing one carbon atom fewer than the parent counterpart. When CO2 gas was applied to the resid-
ual calcium, CaCO3 is easily formed (Equations (8 and 9))47.

+ → ↓ … … … … ∆ = − .

∆ = − .H
CaO CO (g) CaCO ( ) ( G 31 172 kcal),

( 42 585 kcal) (8)K

2 3 298K
0

298
0

+ → ↓ + … … … … ∆ = − .

∆ = − .H
Ca(OH) CO (g) CaCO ( ) H O(l) ( G 17 357 kcal),

( 27 014 kcal) (9)K

2 2 3 2 298K
0

298
0

NH4Cl/methanol solution. Ammonium chloride, NH4Cl, in methanol reacted with CaH2 and CaO, then the 
byproducts leached out as CaCl2:

+ → + + … … … … ∆ = − .

∆ = − . (10)H

CaH 2NH Cl 2NH (g) 2H (g) CaCl ( G 56 738 kcal),

( 19 403 kcal)K

2 4 3 2 2 298K
0

298
0

+ → + + … … … … ∆ = − .

∆ = . (11)H

CaO 2NH Cl NH (g) NH OH(l) CaCl ( G 2 309 kcal),

( 14 698 kcal)K

4 3 4 2 298K
0

298
0

The methanol-solubility of NH4Cl powder and CaCl2 obtained at 25 °C was 3.54 g and 29.2 g per 100 g of metha-
nol, respectively. Additionally, NH4OH was well soluble with 31.3 g/100 g methanol64. The solubility of hydrogen 
gas, which led to rare earth magnet deactivation, was much lower in methanol than in water65. Compared to the 
two cases above, the lower enthalpy change showed that Equations (10 and 11) occurred favorably to reduce 
hydrogenation of Sm2Co17. Hence, the byproduct was removed perfectly by rinsing with methanol without any 
damage to Sm-Co. That is to say, the combination of NH4Cl/methanol was a unique solution for the chemoselec-
tive dissolution of Sm2Co17 nanostructures.

Effect of NH4Cl concentration and dissolution times. With a view to confirm the effect of solution 
concentration on CaO removal, the NH4Cl content was varied from 0.05 M to 0.5 M, corresponding to the maxi-
mum concentration in methanol66. FE-SEM micrographs and X-ray diffraction patterns of the Sm-Co nanofibres 
treated with different solution concentrations can be seen in Supplementary Figs. S3 and S4. When a relatively low 
solution concentration was used (0.05 M of NH4Cl) a large quantity of CaO existed without complete removal, 
indicating an insufficient dissolution source as explained in Equation (11). Magnetic hysteresis curves of the 
solution-treated Sm-Co nanofibres can be seen in Fig. 7(a). As the concentration increased from 0.05 M to 0.1 M, 
Ms likewise increased from 102.0 emu/g to 108.9 emu/g and Hci increased from 7497.2 Oe to 7994.3 Oe. When 
the concentration was further increased to 0.5 M, all magnetic properties were retained. Likewise, the effect of a 
10 to 120 min dissolution time on the X-ray patterns of treated samples showed no distinct difference (see XRD 
patterns in Fig. S5). Therefore, higher NH4Cl concentrations and increased treatment durations did not enhance 
the magnetic properties of the hard-phase material while selectively rinsing away byproducts.

Applicability of the chemoselective dissolution effect on other hard magnetic phases. As men-
tioned previously, a near theoretical value of Ms was a clear manifestation of a highly pure single-phase magnet 
as verified from XRD, TEM, and ICP-AES analysis. To discuss the applicability of the chemoselective dissolution 
effect on not only Sm2Co17 but also other rare earth based magnetic phases (e.g., SmCo5, Nd2Fe14B) from a com-
parison of Ms, we summarized the experimental Ms values obtained from the current study, and other literature for 
each hard magnetic phase in Table 1. Hci values were not included because coercivity is ruled by extrinsic condi-
tions such as the shape, size, and microstructure of the magnet67. All the listed nanomaterials were synthesized via 
calcium thermal reduction and were composed of a single-phase and obtained after solution-dissolution in their 
own particular way. It could be seen that even considering a difference in treatment and measurement conditions, 
the highest Ms/Mbulk ratio was only achieved with NH4Cl-treated samples, which was over 80%, while most of the 
other cases achieved small Ms values of less than half Mbulk. Furthermore, when the same solution-treatment pro-
cesses were considered for samples with the same phase, a similar level of Ms was obtained regardless of synthetic 
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method. It was an interesting and convincing demonstration that no matter how the nanostructured magnets 
possessed a “dead” layer on their surface, a substantial Ms loss was obvious due to side products derived from 
chemical interactions during the rinse processes for Ca removal. With this regard, chemoselective dissolution with 
NH4Cl played a decisive role toward the preparation of high-purity nanomagnets. However, further investigations 
and experiments are needed for other intermetallic systems; the possibility of Ms improvements for Sm-Co and 
Nd-Fe-B systems have been tentatively confirmed as summarized from this comparison.

Figure 7. (a) Magnetic hysteresis loops of the NH4Cl/methanol solution-treated Sm2Co17 nanofibres with 
different NH4Cl concentrations. (b) The corresponding saturation magnetisation (Ms), remanence (Mr), 
coercivity (Hci), and squareness (Mr/Ms) values for the as-washed Sm2Co17.

Materials and their Mbulk 
values15b

Treatment solution for CaO and leftover 
reductant removal

Magnetic properties

ReferenceMs (emu/g) Ms/Mbulk

SmCo5 (107.3  emu/g)a

Distilled water

42.5 39.60% 20

~43 40.00% 11

59.424 55.40% This workc

Distilled water & dilute hydrochloric acid solution
43.65 40.70% 68

~55 51.30% 29

Distilled water & anhydrous ethanol 60 55.90% 69

Dilute acetic acid solution 88.315 82.30%
This workc

NH4Cl/methanol solution 100.78 93.90%

Nd2Fe14B (168.0  emu/g)a

Distilled water
40.586 24.20% This workd

55 32.70% 22

Distilled water & dilute acetic acid solution
71.4 42.50% 24

75 44.60% 23

NH4Cl solution
135.67b 80.80% 44

138.88 82.70% This workd

Sm2Co17 (114.0  emu/g)a

Distilled water & dilute acetic acid solution & 
anhydrous ethanol ~65 57.00% 25

Dilute acetic acid solution 74.4 65.30% This work

Distilled water
85 74.60% 70

~91 79.80% This work

NH4Cl/methanol solution ~108.9 95.50% This work

Table 1. Summary of the saturation magnetisation (Ms) values of chemically synthesized rare earth-based 
magnetic nanomaterials with various treatment solutions in our study and other literature. aTheoretical value 
for the bulk material. bFor the sake of convenient comparison, values previously reported in SI units (i.e., A/m, 
Tesla (T)) were converted to Gaussian units of emu/g. cSee Supplementary Fig. S7. dSee Supplementary Fig. S8.
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Conclusion
In this study, we examined the magnetic properties of calcium-reduced Sm2Co17 nanofibres prepared with various 
treatment solutions (i.e., distilled water, dilute acetic acid, sugar solution, and NH4Cl/methanol solution) and 
discussed the effects of chemoselective dissolution on the purity, surface microstructure, and magnetic char-
acteristics of Sm-Co. A study was performed comparing the calculated thermodynamic parameters such as the 
change in Gibbs free energy (∆G°) and enthalpy (∆H°) for each reaction at room temperature. Despite utilizing 
the same Sm2Co17 nanofibres as starting powder materials, obvious enhancements to Ms (about 108.885 emu/g) 
near the theoretical value and high Hci (about 7994.3 Oe) were clearly obtained via chemoselective reactivity of 
NH4Cl/methanol solutions without yielding any damage to Sm-Co; however, other water-based solutions led to 
the formation of side products or rare earth magnet deactivation. There was no observed time-dependency or 
concentration-dependency with NH4Cl. Compared to previously reported studies, we deduced that the com-
bination of a calcium-assisted thermal reduction and subsequent treatment with NH4Cl/methanol was the key 
toward achieving high purity and thus high magnetic properties. This concept is expected to overcome the inev-
itable property loss of all calcium-reduced materials and can be extended to other magnetic materials obtained 
through calcium thermal reduction processes and may help to prepare high-purity phases as raw materials for 
exchange-coupled magnets.

Methods
Chemicals. Calcium hydride granules [CaH2, 92%, Alfa Aesar, England], acetic acid [CH3COOH, 99.9%, 
DAEJUNG Chemical & Metals Co., Ltd., South Korea], sucrose powder [C12H22O11, 99.5% up, Sigma-Aldrich, St. 
Louis, MO, USA], ammonium chloride [NH4Cl, 99.99%, Sigma-Aldrich], anhydrous methanol [CH3OH, 99.9% 
up, Sigma-Aldrich], and acetone [CH3COCH3, 99.9% up, Sigma-Aldrich] were utilized as raw materials. Distilled 
water was produced and used from a reverse-osmosis system [RO2000, Nexpure®]. All chemicals were used as is 
without further purification.

Preparation of calcium-reduced hard magnetic nanostructures. As a hard magnetic material, 
Sm2Co17 was comparatively easier to prepare than three-element systems such as Nd-Fe-B. Sm2Co17 nanofibre 
synthesis was performed through a procedure modified from our previous work that involved electrospinning and 
several annealing processes12. The precursor fibres consisting of Sm2O3 and fcc-Co were mixed with CaH2 granules 
(CaH2/as-prepared nanofibre = 2 (vol.)) and the reduction-diffusion (R-D) process with CaH2 was performed at 
700 °C for 3 h in argon gas (see the morphology, size distribution, and phase transformation of the as-synthesized 
Sm2Co17 nanofibres in Fig. S1). After the reduction, most residual CaH2 granules were sifted through a fine 16 
mesh sieve in a glove box under nitrogen. The isolated powder was stored in a vacuum desiccator.

Preparation of solution mixtures for chemoselective dissolution. Four different solutions were 
chosen: pure distilled water, dilute acetic acid, sucrose juice, and a NH4Cl/methanol solution (see the results and 
discussion, for background with regard to the selection). The aqueous acidic solution and NH4Cl solution were 
prepared by dissolving an appropriate amount of each reagent to reach a concentration of 0.1 M, respectively. 
85 w/v% of sucrose solution, where w/v (%) = [mass of solute (g)/volume of solution (mL)] × 100, was prepared 
by mixing 850 g of sucrose powder with an adequate amount of water in 1000 mL of solution.

Chemoselective dissolution procedure. 0.1 g of calcium-reduced Sm2Co17 nanopowder was added and 
mixed into 100 mL of each solution for 30 min at 25 °C using a shaking incubator (60 rpm); the mixtures were 
centrifuged at 8000 rpm for 20 min to separate the solid powder from the solutions. The obtained Sm-Co samples 
were mixed with 100 mL of each fresh solution and filtered again. All solutions were collected for elemental anal-
ysis. The nanofibres were finally rinsed with acetone to remove any residual solution and were stored in a vacuum 
oven until characterized to limit partial oxidation and any unexpected reactions.

Characterization. HSC Chemistry software was employed to calculate thermodynamics parameters such as 
the change in Gibbs free energy and the enthalpy for reactions between chemicals and solutions. Field-emission 
scanning electron microscopy [FE-SEM, MIRA-3, Tescan] and transmission electron microscopy [TEM, JEM-
2100F, JEOL] were employed to analyse the morphology, surface characteristics, and microstructure of the sur-
face treated Sm-Co nanofibres. The phase and crystallographic characteristics of the fibres were identified using 
an X-ray diffractometer [XRD, D/MAX-2500/PC, Rigaku] with Cu Kα radiation (1.5406 Å). The concentrations 
of three major elements (i.e., Ca, Sm, and Co) within the nanofibres and solutions obtained after the chemose-
lective process were determined via transmission electron microscopy, energy-dispersive X-ray spectroscopy 
[TEM-EDS, JEM-2100F, JEOL], and inductively coupled plasma optical emission spectroscopy [ICP-OES, 
Optima 8000, PerkinElmer], respectively. Magnetic properties were measured at room temperature using a phys-
ical property measurement system [PPMS, PPMS-9T, Quantum Design] with up to 9 tesla.

Data Availability
All data generated or analysed during this study are included in this published article and its Supplementary 
Information files.

References
 1. Kneller, E. F. & Hawig, R. The exchange-spring magnet: a new material principle for permanent magnets. IEEE Transactions on 

Magnetics 27, 3588–3560, https://doi.org/10.1109/20.102931 (1991).
 2. Skomski, R. & Coey, J. M. D. Giant energy product in nanostructured two-phase magnets. Physical Review B 48, 15812–15816, 

https://doi.org/10.1103/PhysRevB.48.15812 (1993).
 3. Rodewald, W., Wall, B., Katter, M. & Uestuener, K. Top Nd-Fe-B magnets with greater than 56 MGOe energy density and 9.8 kOe 

coercivity. IEEE Transactions on Magnetics 38, 2955–2957, https://doi.org/10.1109/TMAG.2002.803075 (2002).

http://dx.doi.org/10.1109/20.102931
http://dx.doi.org/10.1103/PhysRevB.48.15812
http://dx.doi.org/10.1109/TMAG.2002.803075


www.nature.com/scientificreports/

1 0Scientific REPORTS |  (2018) 8:15656  | DOI:10.1038/s41598-018-33973-z

 4. López-Ortega, A., Estrader, M., Salazar-Alvarez, G., Roca, A. G. & Nogués, J. Applications of exchange coupled bi-magnetic hard/
soft and soft/hard magnetic core/shell nanoparticles. Physics Reports 553, 1–32, https://doi.org/10.1016/j.physrep.2014.09.007 
(2015).

 5. Lamichanne, M., Rai, B. K., Mishra, S. R., Nguyen, V. V. & Liu, J. P. Magnetic Properties Hard-Soft SmCo5-FeNi and SmCo5-FeCo 
Composites Prepared by Electroless Coating Technique. Open Journal of Composite Materials 2, 6, https://doi.org/10.4236/
ojcm.2012.24014 (2012).

 6. Imaoka, N. et al. Exchange coupling between soft magnetic ferrite and hard ferromagnetic Sm2Fe17N3 in ferrite/
Sm2Fe17N3composites. AIP Advances 6, 056022, https://doi.org/10.1063/1.4944519 (2016).

 7. Chen, Q., Chavez, F. A., Brucker, C. F. & Ranjan, R. Y. Sputtering target and method for making composite soft magnetic films. 
(Google Patents, 2004).

 8. Radmanesh, M. A. & Seyyed Ebrahimi, S. A. Synthesis and magnetic properties of hard/soft SrFe12O19/Ni0.7Zn0.3Fe2O4 
nanocomposite magnets. Journal of Magnetism and Magnetic Materials 324, 3094–3098, https://doi.org/10.1016/j.jmmm.2012.05.008 
(2012).

 9. Zhang, S. & Zhao, D. Advances in Magnetic Materials: Processing, Properties, and Performance. (CRC Press, 2017).
 10. Suresh, G., Saravanan, P. & Rajan Babu, D. Effect of annealing on phase composition, structural and magnetic properties of Sm-Co 

based nanomagnetic material synthesized by sol-gel process. Journal of Magnetism and Magnetic Materials 324, 2158–2162, https://
doi.org/10.1016/j.jmmm.2012.02.038 (2012).

 11. Zhang, H. et al. Chemical synthesis of hard magnetic SmCo nanoparticles. Journal of Materials Chemistry 21, 16873–16876 (2011).
 12. Lee, J. et al. Synthesis of Samarium-Cobalt Sub-micron Fibers and Their Excellent Hard Magnetic Properties. Frontiers in chemistry 

6, 18, https://doi.org/10.3389/fchem.2018.00018 (2018).
 13. Xie, M., Zhu, L., Li, W., Liu, H. & Zhang, T. Electrodeposition of Sm-Co Alloy Films with Nanocrystalline/Amorphous Structures 

from a Sulphamate Aqueous Solution. Int. J. Electrochem. Sci 12, 11330–11342 (2017).
 14. Han, R. et al. 1D Magnetic materials of Fe3O4 and Fe with high performance of microwave absorption fabricated by electrospinning 

method. Scientific reports 4 (2014).
 15. Hadjipanayis, G. C. & Prinz, G. A. Science and Technology of Nanostructured Magnetic Materials. (Springer US, 2013).
 16. Shen, X. et al. Shape Anisotropy, Exchange-Coupling Interaction and Microwave Absorption of Hard/Soft Nanocomposite Ferrite 

Microfibers. Journal of the American Ceramic Society 95, 3863–3870, https://doi.org/10.1111/j.1551-2916.2012.05375.x (2012).
 17. Talukdar, S. & Fang, J.-M. Reduction and coupling reactions of carbonyl compounds using samarium metal in aqueous media. The 

Journal of organic chemistry 66, 330–333 (2001).
 18. Saito, M., Fujiwara, H., Mizuno, J. & Homma, T. In Meeting Abstracts. 1278–1278 (The Electrochemical Society) (2006).
 19. Cech, R. Cobalt-rare earth intermetallic compounds produced by calcium hydride reduction of oxides. Journal of The Minerals, 

Metals & Materials Society 26, 32–35 (1974).
 20. Shen, B. et al. Stabilizing Fe Nanoparticles in the SmCo5 Matrix. Nano Lett 17, 5695–5698, https://doi.org/10.1021/acs.

nanolett.7b02593 (2017).
 21. Yue, M. et al. A facile synthesis of anisotropic SmCo5 nanochips with high magnetic performance. Chemical Engineering Journal 

343, 1–7, https://doi.org/10.1016/j.cej.2018.02.060 (2018).
 22. Jeong, J. H. et al. Chemical synthesis of Nd 2 Fe 14 B hard phase magnetic nanoparticles with an enhanced coercivity value: effect of 

CaH 2 amount on the magnetic properties. New Journal of Chemistry 40, 10181–10186 (2016).
 23. Ma, H. X. et al. Preparation of Nd-Fe-B by nitrate-citrate auto-combustion followed by the reduction-diffusion process. Nanoscale 

7, 8016–8022, https://doi.org/10.1039/C5NR01195G (2015).
 24. Yu, L., Yang, C. & Hou, Y. Controllable Nd 2 Fe 14 B/α-Fe nanocomposites: chemical synthesis and magnetic properties. Nanoscale 

6, 10638–10642, https://doi.org/10.1039/c4nr02163k (2014).
 25. Li, W. F., Gabay, A. M., Hu, X. C., Ni, C. & Hadjipanayis, G. C. Fabrication and Microstructure Evolution of Single Crystalline 

Sm2Co17 Nanoparticles Prepared by Mechanochemical Method. The Journal of Physical Chemistry C 117, 10291–10295, https://doi.
org/10.1021/jp401836w (2013).

 26. Chen, C.-Q., Kim, D. & Choi, C. Influence of Ca amount on the synthesis of Nd2Fe14B particles in reduction–diffusion process. 
Journal of Magnetism and Magnetic Materials 355, 180–183, https://doi.org/10.1016/j.jmmm.2013.12.023 (2014).

 27. Parmar, H., Xiao, T., Chaudhary, V., Zhong, Y. & Ramanujan, R. V. High energy product chemically synthesized exchange coupled 
Nd2Fe14B/alpha-Fe magnetic powders. Nanoscale 9, 13956–13966, https://doi.org/10.1039/c7nr02348k (2017).

 28. Deheri, P. K., Swaminathan, V., Bhame, S. D., Liu, Z. & Ramanujan, R. V. Sol−Gel Based Chemical Synthesis of Nd2Fe14B Hard 
Magnetic Nanoparticles. Chemistry of Materials 22, 6509–6517, https://doi.org/10.1021/cm103148n (2010).

 29. Ma, Z.-H., Zhang, T.-L., Wang, H. & Jiang, C.-B. Synthesis of SmCo5 nanoparticles with small size and high performance by 
hydrogenation technique. Rare Metals https://doi.org/10.1007/s12598-016-0873-6 (2017).

 30. Wang, Y. et al. Effect of washing process on the magnetic properties of Nd-Fe-B nanoparticles prepared by reduction-diffusion 
method. Journal of Magnetism and Magnetic Materials 439, 91–94, https://doi.org/10.1016/j.jmmm.2017.04.081 (2017).

 31. Gryglewicz, S. Rapeseed oil methyl esters preparation using heterogeneous catalysts. Bioresource Technology 70, 249–253, https://
doi.org/10.1016/S0960-8524(99)00042-5 (1999).

 32. Gryglewicz, S. Alkaline-earth metal compounds as alcoholysis catalysts for ester oils synthesis. Applied Catalysis A: General 192, 
23–28, https://doi.org/10.1016/S0926-860X(99)00337-3 (2000).

 33. MacPherson, D. R. & Forbrich, L. R. Determination of Uncombined Lime in Portland Cement: The Ethylene Glycol Method. 
Industrial & Engineering Chemistry Analytical Edition 9, 451–453, https://doi.org/10.1021/ac50114a002 (1937).

 34. Mohammadi, M., Ghasemi, A. & Tavoosi, M. Mechanochemical synthesis of nanocrystalline Fe and Fe–B magnetic alloys. Journal 
of Magnetism and Magnetic Materials 419, 189–197, https://doi.org/10.1016/j.jmmm.2016.06.037 (2016).

 35. Asadi, M. Beet-sugar handbook. (John Wiley & Sons, 2006).
 36. Mathlouthi, M. & Reiser, P. Sucrose: Properties and Applications. (Springer US, 2012).
 37. Takamatsu, T., Kato, M., Noji, T. & Koike, Y. Low-temperature synthesis of the infinite-layer compound LaNiO2 using CaH2 as 

reductant. Physica C: Superconductivity and its Applications 470, S764–S765, https://doi.org/10.1016/j.physc.2009.10.132 (2010).
 38. Takamatsu, T., Kato, M., Noji, T. & Koike, Y. Low-temperature synthesis of T′-La2CuO4 using CaH2 as reductant. Physica C: 

Superconductivity and its Applications 471, 679–681, https://doi.org/10.1016/j.physc.2011.05.025 (2011).
 39. Yamamoto, S. et al. Transformation of Nano- to Mesosized Iron Oxide Cores to α-Fe within Organic Shells Preserved Intact. 

Chemistry of Materials 23, 1564–1569, https://doi.org/10.1021/cm103412h (2011).
 40. Kohara, K. et al. Carboxylated SiO2-coated alpha-Fe nanoparticles: towards a versatile platform for biomedical applications. Chem 

Commun (Camb) 49, 2563–2565, https://doi.org/10.1039/c3cc39055a (2013).
 41. Takamatsu, T., Kato, M., Noji, T. & Koike, Y. Superconductivity in Hole-Doped La1.8-xEu0.2CaxCuO4 with the Nd2CuO4-Type 

Structure. Physics Procedia 58, 46–49, https://doi.org/10.1016/j.phpro.2014.09.012 (2014).
 42. Yamamoto, S. & Tsujimoto, M. Well-defined SiO2-coated Fe2Co nanoparticles prepared by reduction with CaH2. RSC Advances 5, 

100084–100088, https://doi.org/10.1039/c5ra20306f (2015).
 43. Zhong, Y., Chaudhary, V., Tan, X., Parmar, H. & Ramanujan, R. Mechanochemical synthesis of high coercivity Nd 2 (Fe, Co) 14 B 

magnetic particles. Nanoscale 9, 18651–18660 (2017).
 44. Jang, T., Lee, D. & Namkung, S. Influence of washing process on the properties of nanocrystalline Nd-Fe-B magnet powder prepared 

by modified RD process. Rev. Adv. Mater. Sci 28, 212–216 (2011).

http://dx.doi.org/10.1016/j.physrep.2014.09.007
http://dx.doi.org/10.4236/ojcm.2012.24014
http://dx.doi.org/10.4236/ojcm.2012.24014
http://dx.doi.org/10.1063/1.4944519
http://dx.doi.org/10.1016/j.jmmm.2012.05.008
http://dx.doi.org/10.1016/j.jmmm.2012.02.038
http://dx.doi.org/10.1016/j.jmmm.2012.02.038
http://dx.doi.org/10.3389/fchem.2018.00018
http://dx.doi.org/10.1111/j.1551-2916.2012.05375.x
http://dx.doi.org/10.1021/acs.nanolett.7b02593
http://dx.doi.org/10.1021/acs.nanolett.7b02593
http://dx.doi.org/10.1016/j.cej.2018.02.060
http://dx.doi.org/10.1039/C5NR01195G
http://dx.doi.org/10.1039/c4nr02163k
http://dx.doi.org/10.1021/jp401836w
http://dx.doi.org/10.1021/jp401836w
http://dx.doi.org/10.1016/j.jmmm.2013.12.023
http://dx.doi.org/10.1039/c7nr02348k
http://dx.doi.org/10.1021/cm103148n
http://dx.doi.org/10.1007/s12598-016-0873-6
http://dx.doi.org/10.1016/j.jmmm.2017.04.081
http://dx.doi.org/10.1016/S0960-8524(99)00042-5
http://dx.doi.org/10.1016/S0960-8524(99)00042-5
http://dx.doi.org/10.1016/S0926-860X(99)00337-3
http://dx.doi.org/10.1021/ac50114a002
http://dx.doi.org/10.1016/j.jmmm.2016.06.037
http://dx.doi.org/10.1016/j.physc.2009.10.132
http://dx.doi.org/10.1016/j.physc.2011.05.025
http://dx.doi.org/10.1021/cm103412h
http://dx.doi.org/10.1039/c3cc39055a
http://dx.doi.org/10.1016/j.phpro.2014.09.012
http://dx.doi.org/10.1039/c5ra20306f


www.nature.com/scientificreports/

1 1Scientific REPORTS |  (2018) 8:15656  | DOI:10.1038/s41598-018-33973-z

 45. Petrucci, R. H., Harwood, W. S. & Herring, F. G. General Chemistry: Principles and Modern Applications. 8th Edition edn, (Prentice 
Hall, 2002).

 46. Walter, R. & Sherman, R. Stoichiometric relationship between calcium oxide and sugars in water solution. Journal of the Science of 
Food and Agriculture 24, 23–26 (1973).

 47. Collins, P. M., Ferrier, R. J. & Berlin, W. Monosaccharides: their chemistry and their roles in natural products. (Wiley Chichester, 1995).
 48. Safronova, T., Putlyaev, V., Sergeeva, A., Kunenkov, E. & Tret’yakov, Y. D. In Doklady Chemistry. 118–123 (Springer) (2009).
 49. Schweitzer, G. K. & Pesterfield, L. L. The Aqueous Chemistry of the Elements. (Oxford University Press, USA, 2010).
 50. Richard, P. & Ralph, G. W. Stable calcium gluconate solution and process of making same (Google Patents, 1934).
 51. Schodek, D. L., Ferreira, P. & Ashby, M. F. Nanomaterials, nanotechnologies and design: an introduction for engineers and architects. 

(Butterworth-Heinemann, 2009).
 52. Jiles, D. C. Introduction to Magnetism and Magnetic Materials, Second Edition. (Taylor & Francis, 1998).
 53. Goya, G. F., Berquó, T. S., Fonseca, F. C. & Morales, M. P. Static and dynamic magnetic properties of spherical magnetite 

nanoparticles. Journal of Applied Physics 94, 3520–3528, https://doi.org/10.1063/1.1599959 (2003).
 54. Roy, S., Dubenko, I., Edorh, D. D. & Ali, N. Size induced variations in structural and magnetic properties of double exchange 

La0.8Sr0.2MnO3−δ nano-ferromagnet. Journal of Applied Physics 96, 1202–1208, https://doi.org/10.1063/1.1760230 (2004).
 55. Pearson, W. H. A General Chemistry Laboratory Experiment Relating Electron Configuration and Magnetic Behavior. Journal of 

Chemical Education 91, 116–118, https://doi.org/10.1021/ed300545y (2014).
 56. Pinkerton, F. E. et al. Thermal aging of melt-spun NdFeB magnetic powder in hydrogen. Journal of Magnetism and Magnetic 

Materials 417, 106–111, https://doi.org/10.1016/j.jmmm.2016.05.068 (2016).
 57. Buschow, K. H. J. & Sherwood, R. C. Effect of H2 absorption on the magnetic properties of rare‐earth transition metal compounds. 

Journal of Applied Physics 49, 1480–1485, https://doi.org/10.1063/1.324930 (1978).
 58. Roine, A. Outokumpu HSC chemistry for windows: chemical reaction and equilibrium software with extensive thermochemical 

database. Pori: Outokumpu research OY (2002).
 59. Ma, Z., Zhang, T. & Jiang, C. Exchange-coupled SmCo 5/Co nanocomposites synthesized by a novel strategy. RSC Advances 5, 

89128–89132 (2015).
 60. Haynes, W. M. CRC Handbook of Chemistry and Physics, 97th Edition. 97th edn, (CRC Press, 2016).
 61. van Niekerk, J. N. & Schoening, F. R. L. The crystal structures of nickel acetate, Ni(CH3COO)2.4H2O, and cobalt acetate, 

Co(CH3COO)2.4H2O. Acta Crystallographica 6, 609–612, https://doi.org/10.1107/S0365110X5300171X (1953).
 62. Garcia, A. C., Vavrusova, M. & Skibsted, L. H. Calcium d-Saccharate: Aqueous Solubility, Complex Formation, and Stabilization of 

Supersaturation. J Agric Food Chem 64, 2352–2360, https://doi.org/10.1021/acs.jafc.6b00166 (2016).
 63. Hurtta, M., Pitkänen, I. & Knuutinen, J. Melting behaviour of d-sucrose, d-glucose and d-fructose. Carbohydrate Research 339, 

2267–2273, https://doi.org/10.1016/j.carres.2004.06.022 (2004).
 64. Schäfer, D., Xia, J., Vogt, M., Pérez-Salado Kamps, Á. & Maurer, G. Experimental investigation of the solubility of ammonia in 

methanol. Journal of Chemical & Engineering Data 52, 1653–1659 (2007).
 65. Young, C. Hydrogen and Deuterium, Solubility Data Series, Vol. 5/6. (Pergamon Press, Oxford, 1981).
 66. Seidell, A. Solubilities of inorganic and metal organic compounds: a compilation of quantitative solubility data from the periodical 

literature. Vol. 2 (van Nostrand, 1941).
 67. Prados, C., Hernando, A., Hadjipanayis, G. C. & González, J. M. Coercivity analysis in sputtered Sm–Co thin films. Journal of 

Applied Physics 85, 6148–6150, https://doi.org/10.1063/1.370025 (1999).
 68. Lu, R.-B., Ma, Z.-H., Zhang, T.-L. & Jiang, C.-B. Chemical synthesis of SmCo5/Co magnetic nanocomposites. Rare Metals, 1–6, 

https://doi.org/10.1007/s12598-016-0811-7 (2017).
 69. Hou, Y. et al. A Facile Synthesis of SmCo5 Magnets from Core/Shell Co/Sm2O3 Nanoparticles. Advanced Materials 19, 3349–3352, 

https://doi.org/10.1002/adma.200700891 (2007).
 70. Chaubey, G. S., Poudyal, N., Liu, Y., Rong, C. & Liu, J. P. Synthesis of Sm–Co and Sm–Co/Fe nanocrystals by reductive annealing of 

nanoparticles. Journal of Alloys and Compounds 509, 2132–2136, https://doi.org/10.1016/j.jallcom.2010.10.164 (2011).

Acknowledgements
This research was supported by Future Materials Discovery Program through the National Research Foundation 
of Korea (NRF) funded by the Ministry of Science, ICT & Future Planning (NRF-2016M3D1A1027836).

Author Contributions
J.L. conceived the experiments and prepared the manuscript. T.Y.H. helped perform analysis. H.B.C. and J.K. 
discussed the results and contributed toward editing the manuscript. Y.H.C. contributed to this manuscript 
and accepted responsibility for the conducted research and provided final approval. All authors reviewed the 
manuscript.

Additional Information
Supplementary information accompanies this paper at https://doi.org/10.1038/s41598-018-33973-z.
Competing Interests: The authors declare no competing interests.
Publisher’s note: Springer Nature remains neutral with regard to jurisdictional claims in published maps and 
institutional affiliations.

Open Access This article is licensed under a Creative Commons Attribution 4.0 International 
License, which permits use, sharing, adaptation, distribution and reproduction in any medium or 

format, as long as you give appropriate credit to the original author(s) and the source, provide a link to the Cre-
ative Commons license, and indicate if changes were made. The images or other third party material in this 
article are included in the article’s Creative Commons license, unless indicated otherwise in a credit line to the 
material. If material is not included in the article’s Creative Commons license and your intended use is not per-
mitted by statutory regulation or exceeds the permitted use, you will need to obtain permission directly from the 
copyright holder. To view a copy of this license, visit http://creativecommons.org/licenses/by/4.0/.
 
© The Author(s) 2018

http://dx.doi.org/10.1063/1.1599959
http://dx.doi.org/10.1063/1.1760230
http://dx.doi.org/10.1021/ed300545y
http://dx.doi.org/10.1016/j.jmmm.2016.05.068
http://dx.doi.org/10.1063/1.324930
http://dx.doi.org/10.1107/S0365110X5300171X
http://dx.doi.org/10.1021/acs.jafc.6b00166
http://dx.doi.org/10.1016/j.carres.2004.06.022
http://dx.doi.org/10.1063/1.370025
http://dx.doi.org/10.1007/s12598-016-0811-7
http://dx.doi.org/10.1002/adma.200700891
http://dx.doi.org/10.1016/j.jallcom.2010.10.164
http://dx.doi.org/10.1038/s41598-018-33973-z
http://creativecommons.org/licenses/by/4.0/

	Near theoretical ultra-high magnetic performance of rare-earth nanomagnets via the synergetic combination of calcium-reduct ...
	Results and Discussion
	Preparation of solutions for chemoselective dissolution. 
	Phase, surface characteristics, and magnetic properties of treated Sm-Co nanofibres using different solution treatment. 
	Effect of chemoselective dissolution induced-by different reaction mechanisms. 
	Distilled water. 
	Dilute acetic acid solution. 
	Sugar solution. 
	NH4Cl/methanol solution. 

	Effect of NH4Cl concentration and dissolution times. 
	Applicability of the chemoselective dissolution effect on other hard magnetic phases. 

	Conclusion
	Methods
	Chemicals. 
	Preparation of calcium-reduced hard magnetic nanostructures. 
	Preparation of solution mixtures for chemoselective dissolution. 
	Chemoselective dissolution procedure. 
	Characterization. 

	Acknowledgements
	Figure 1 Illustration of the experimental procedure to obtain Sm2Co17 nanofibres.
	Figure 2 FE-SEM micrographs of the as-reduced Sm2Co17 nanofibres obtained prior to and after washing with various solutions: (a) pure distilled water, (b) 0.
	Figure 3 XRD patterns of the as-reduced Sm2Co17 nanofibres obtained prior to and after washing with: (a) pure distilled water, (b) 0.
	Figure 4 (a) ICP-OES analysis data of the elemental concentration in each solution (error range of ±~0.
	Figure 5 TEM images and HR-TEM micrographs (as indicated by the red square) of Sm2Co17 nanofibres prepared under different washing conditions: (a) pure distilled water, (b) 0.
	Figure 6 (a) Magnetic hysteresis loops of the pretreated Sm2Co17 nanofibres with different solution treatments.
	Figure 7 (a) Magnetic hysteresis loops of the NH4Cl/methanol solution-treated Sm2Co17 nanofibres with different NH4Cl concentrations.
	Table 1 Summary of the saturation magnetisation (Ms) values of chemically synthesized rare earth-based magnetic nanomaterials with various treatment solutions in our study and other literature.




