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A formation criterion for Order-
Disorder (OD) phases of the Long-
Period Stacking Order (LPSO)-type 
in Mg-Al-RE (Rare Earth) Ternary 
Systems
Kyosuke Kishida  1,2, Hideyuki Yokobayashi1 & Haruyuki Inui1,2

The formation of OD (order-disorder) phases of the LPSO (long-period stacking ordered)-type in Mg-
Al-RE (RE (rare earth) = Y, La, Ce, Nd, Sm, Dy, Ho, Er and Yb) ternary systems has been investigated 
for both as-solidified and annealed conditions. The OD phase is found to form in those systems with 
RE = Y, Nd, Sm, Dy, Ho and Er. The Mg-Al-RE OD phase formed is of the 18R-LPSO-type consisting of 
6-layer structural blocks with the RE enrichment occurring in the four consecutive atomic layers in the 
structural block in the form of the Al6RE8 L12-type atomic clusters. The Mg-Al-RE OD phases are found to 
be stabilized by the inclusion of any atoms (either Mg, Al or RE) in the central site of the Al6RE8 L12-type 
atomic cluster. The occupancy ratio of the central site among Mg, Al and RE atoms varies with the RE 
element, so that the occupancy ratio of RE atoms increases with the increase in the atomic number of 
the RE element in particular for the late rare-earth elements. Based on the results obtained, a criterion 
based on the volume of the Al6RE8 atomic cluster is proposed to predict the formation of the Mg-Al-RE 
OD phases.

Mg alloys containing TM (Transition-metal) and RE (Rare-earth) elements have received a considerable amount 
of attention in recent years as a new-class of light-weight structural materials that can be used in automotive, aer-
ospace and electronics industries in which there is an ever-increasing demand for weight reduction1–7. This stems 
from the fact that these alloys are usually accompanied by plate-shaped precipitate phases with a long-period 
stacking-ordered (LPSO) structure and exhibit a combination of high strength (>600 MPa) and high ductility 
(>5% elongation) together with high creep strength after forming by extrusion at high temperatures1–9. Although 
the detailed mechanisms for the achievement of high strength and high ductility for these Mg alloys have not 
been clear yet, it is generally believed that ternary Mg-TM-RE LPSO phases have played a role2–11. In view of the 
importance of LPSO phases in these Mg alloys, the Mg-TM-RE ternary systems that form LPSO phases have been 
identified by Kawamura and co-workers2–5,7. The RE elements that form LPSO phases in the Mg-Zn-RE systems 
are classified into two types. Type I includes Y, Dy, Ho and Er, and the LPSO phase is reported to form during 
solidification in these ternary systems7. The LPSO phase formed during solidification is generally based on the 
18R-type stacking and it transforms into that based on the 14H-type stacking upon annealing4,7,12–14. On the other 
hand, type II includes Gd, Tb and Tm, and the LPSO phase of the 14H-type is reported to form during annealing 
while it is absent immediately after solidification5,8. Accordingly, they have proposed a criterion for the formation 
of LPSO phases in the Mg-Zn-RE systems as follows7. To form LPSO phases, the RE elements must have (1) neg-
ative mixing enthalpy not only with Mg but also with Zn, (2) the hexagonal close-packed (hcp) structure at room 
temperature, (3) a large solid-solubility (>3.75 at.%) in Mg and (4) an atomic size larger than Mg by 8.4–11.9%7.

Recently, LPSO phases have been found in the Mg-Al-Gd system by substituting Zn completely with Al that is 
not a transition-metal15–18. This may indicate that a series of LPSO phases are formed also in Mg-Al-RE ternary 
systems as in the case of Mg-TM-RE systems. Our recent results on the crystal structure analysis for the 18R-type 
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LPSO phase in the Mg-Al-Gd system, however, revealed that the LPSO phase in the Mg-Al-Gd system should not 
be described as a ‘LPSO’ phase any longer in a strict sense in crystallography because of the existence of the 
in-plane ordering of Gd and Al atoms in the four consecutive atomic layers enriched with them in the 6-layer 
structural block15. Instead, the crystal structure of the ‘LPSO-type’ phases in the Mg-Al-Gd system is best 
described with the concept of the order-disorder (OD) structure15–23, in which a crystal structure is described 
with the symmetry of an OD layer (corresponding to a 6-layer structural block) and the relative relation between 
adjacent two OD layers15,17,18. Then, there is a possibility that a series of LPSO-type phases with an OD structure 
(i.e., OD phases) is formed in Mg-Al-RE ternary systems, although the OD phases have recently been found to 
develop also in the Mg-Zn-Y system when the Zn/Y concentrations are high24–26. It is of importance to note that 
the in-plane ordering in each structural block of the Mg-Al-Gd OD phases is described as a periodic arrangement 
of Al6Gd8 L12-type atomic clusters on lattice points of a two-dimensional ×a a2 3 2 3Mg Mg primitive hexago-
nal lattice (aMg is referred to the length of the unit vector along the a-axis of Mg) (Fig. S1(a) of Supplementary)15. 
In addition, the formation of L12-type atomic clusters is common to both the OD and LPSO phases in the 
Mg-Al-Gd and Mg-Zn-RE ternary systems15,16,25,26 and has been considered to play a key role in the formation of 
the OD and LPSO phases17,27–30. Furthermore, recent first-principles calculations have predicted that the OD 
phases in the Mg-Al-RE and Mg-TM-RE ternary systems are stabilized by the inclusion of an additional Mg atom 
in the centre of each L12-type atomic cluster31–36. In fact, we have experimentally confirmed that the additional 
atom inclusion in the OD phases in the Mg-Zn-Y and Mg-Al-Gd systems, although the additional atom is iden-
tified not to be restricted to Mg, but is either Mg, Zn or Y and either Mg, Al or Gd25,26. Thus, it should be impor-
tant also to investigate whether the preference of the additional atom included in the L12-type atomic cluster 
varies depending on the RE element or not for the detailed understanding of the formability of the LPSO-type 
phases in the Mg-Al-RE and Mg-TM-RE ternary systems.

In the present study, we investigated the formation behaviour of the LPSO-type phases in a number of 
Mg-Al-RE (RE = Y, La, Ce, Nd, Sm, Dy, Ho, Er and Yb) ternary systems, in order to identify RE elements that 
form the LPSO-type phases in Mg-Al-RE ternary systems. We also investigated the crystal structures of the 
LPSO-type phases formed in Mg-Al-RE ternary systems, paying special attention to whether their crystal struc-
tures are of the OD-type or not and to whether the preference of the additional inclusion atom in the Al6RE8 
L12-type atomic cluster varies with the RE element or not. Based on the results obtained, a possible empirical 
criterion for the formation of the LPSO-type phases in Mg-Al-RE ternary systems was discussed.

Results
Scanning electron microscopy (SEM) observations. The formation of LPSO-type phases in Mg-Al-RE 
(RE = Y, La, Ce, Nd, Sm, Dy, Ho, Er and Yb) ternary systems were investigated not only with as-solidified ingots 
but also with ingots subsequently annealed at either 450 or 500 °C for 64 hours. The results obtained by annealing 
at 450 °C did not differ significantly from those obtained by annealing at 500 °C. These RE elements are classified 
into four groups depending on whether or not and how the LPSO-type phase is formed. The identification of 
LPSO-type phases was made by checking the image intensity, morphology and energy dispersive X-ray spec-
troscopy (EDS) analysis in the SEM, further confirmed by electron diffraction and imaging in the transmission 
electron microscopy (TEM) and scanning transmission electron microscopy (STEM). Since LPSO-type phases 
formed in the Mg-Al-RE systems were indeed all OD phases (as detailed in the subsequent sections), the term, 
OD phase, will be used hereafter in this paper instead of LPSO phase.

Group 1 consists of Y and Gd15,17. In the Mg-Al-RE ternary systems containing these RE elements, the OD 
phase is observed in the as-solidified ingot and the volume fraction the OD phase increases upon annealing, as 
shown in Fig. 1(a,e) for the case of RE = Y. Group 2 consists of Nd and Sm. In this case, the OD phase is observed 
in the as-solidified ingot, and the volume fraction of the OD phase does not change significantly upon annealing 
at 450 °C, as shown in Fig. 1(b,f) for the case of RE = Sm. However at higher annealing temperature of 500 °C, 
the OD phase is totally eliminated for both cases of RE = Nd and Sm. Group 3 consists of Dy, Ho and Er. In the 
Mg-Al-RE ternary systems containing these RE elements, the OD phase is not observed in the as-solidified ingot 
but it is observed to form upon annealing, as shown in Fig. 1(c,g) for the case of RE = Dy. Group 4 consists of 
La, Ce and Yb, with which the OD phase is observed neither in the as-solidified ingot nor in the annealed ingot, 
as shown in Fig. 1(d,h) for the case of RE = La. Of importance to note here is that the OD phases formed in the 
Mg-Al-RE systems with RE of groups 1~3 coexist with the Mg phase, as the LPSO phases in the Mg-Zn-RE sys-
tems do2–7.

Atomic-resolution high angle annular dark-field (HAADF)-STEM observations. Atomic- 
resolution HAADF-STEM images of the OD phase in the Mg-Al-Er system (group 3) annealed at 450 °C for 
64 hours are shown in Fig. 2(a,b) for the incident directions of [21 ̄ ̄10] and [110̄0], respectively. Since the OD phase 
is known to form in the Mg matrix so that their close-packed directions and planes are parallel to each other, 
Miller indices to express directions and planes for the OD phase are referred to as those of the matrix phase of Mg 
with the hcp structure. In these HAADF-STEM images, brighter spots corresponding to atomic columns enriched 
with RE (Er in this case) with the brightness corresponding to the extent of the enrichment15,37–40. The Mg-Al-Er 
OD phase evidently consists of 6-layer structural blocks of the 18R-LPSO-type stacking, within which the enrich-
ment of Er atoms occurs in the central four consecutive atomic layers in the form of Al6Er8 atomic clusters, as in 
the case of the OD phase in the Mg-Al-Gd system15–18. When judged from the ordered arrangement of ‘double 
dagger’ patterns corresponding to these Al6Er8 atomic clusters in the [1 ̄100] HAADF-STEM image (Fig. 2(b)), the 
long-range in-plane ordering of Al6Er8 clusters is completed after annealing at 450 °C for 64 hours. Open circles 
in Fig. 2(a,b) indicate positions of Er-enriched atomic columns and numbers in the figure indicate the amount of 
the relative shift occurring between adjacent structural blocks (OD layers) expressed in the unit of the projected 
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Figure 1. SEM backscattered electron images of (a–d) the as-solidified ingots and (e–h) the ingots heat-treated 
at 450 °C for 64 hours. RE = (a,e) Y, (b,f) Sm, (c,g) Dy and (d,h) La.

Figure 2. Atomic-resolution HAADF-STEM images of (a,b) the Mg-Al-Er OD phase in the ingot heat-treated 
at 450 °C for 64 hours and (c,d) the Mg-Al-Y OD phase in the ingot heat-treated at 525 °C for 64 hours. The 
incident beam directions are (a,c) [2110] and (b,d) [1100]. Numbers in the figures indicate the amount of the 
relative shift between adjacent OD layers in the unit of the projected spacing between adjacent RE-enriched 
columns in the outer layers of the RE-enriched four consecutive atomic planes (S1 and S2 in Fig. S1(a) of 
Supplementary).
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spacing between adjacent Er-enriched columns in the outer layers of the four consecutive atomic planes (corre-
sponding to the distance S1 and S2 in Fig. S1(a) of Supplementary). Inspection of the relative shifts occurring 
between adjacent structural blocks confirms that the stacking order for 6-layer structural blocks has yet to be 
completed, as is evident from the sporadic occurrence of the relative shift of 1/2 and 1/6, in addition to the dom-
inant shift of 0 and 1/3. This indicates that stacking positions of C2 and C3 are also sporadically taken in addition 
to the dominant C1 positions for the stacking of structural blocks in the Mg-Al-Er OD phase at this stage of pre-
cipitation. Similar characteristics are observed in the OD phases in the Mg-Al-RE (RE = Y (group 1), Dy and Ho 
(group 3)) ternary ingots heat-treated at 450 °C for 64 hours. All these are consistent with the result of SAED 
analysis of Fig. S2 of Supplementary.

The propensity for stacking positions C2 and C3 is generally decreased upon further annealing so that the OD 
phase eventually consists of 6-layer structural blocks stacked with only the C1 positions. Atomic-resolution 
HAADF-STEM images of the OD phase in the Mg-Al-Y system annealed at 525 °C for 64 hours are shown in 
Fig. 2(c,d) for the incident directions [2110] and [1100], respectively. Inspection of the relative shifts occurring 
between adjacent structural blocks confirms that the long-range order in the stacking of structural blocks along 
the [0001] direction is completed in most areas with the occurrence of the regular shift of 1/3 and 0 in the case of 
Fig. 2(c and d), respectively. This is consistent with the result of SAED analysis that the polytype with the maxi-
mum degree of order (MDO polytype), 1 M (MDO1, space group: C2/m) with the simplest stacking in the 
OD-groupoid family formed with the C1 stacking relations is formed as the most stable form for the Mg-Al-Y OD 
phase, as in the case of the Mg-Al-Gd system17.

Low-magnification and atomic-resolution HAADF-STEM images of the OD phase in the Mg-Al-Sm system 
found in the as-solidified ingot are shown in Fig. 3(a and b), respectively. Sm belongs to group 2 with Nd and the 
OD phase is formed during solidification but eliminated upon annealing at 500 °C for 64 h. The enrichment of Sm 
occurs in the four consecutive atomic layers in the form of Al6Sm8 atomic clusters (Fig. 3(b)) even in the as-cast 
condition. Bright stripes running horizontally in the image of Fig. 3(a) correspond to atomic layers enriched with 
Sm, and there is obviously no variation in the thickness of bright stripes, indicating the enrichment of Sm occurs 
always in the form of Al6Sm8 atomic clusters in four consecutive atomic layers in structural blocks. On the other 
hand, alternate dark stripes in the image of Fig. 3(a) correspond to Mg layers that sandwich the Sm-enriched 
four consecutive atomic layers in structural blocks. Although the thickness of these dark stripes is constant in 
many areas forming 6-layer structural blocks, sporadically occurring thicker dark stripes are observed here and 
there in Fig. 3(a). These regions with thicker dark stripes correspond locally to structural blocks of either 14H- or 
24R-LPSO-type stacking with 7- and 8- layer structural blocks, as shown in the HAADF-STEM image of Fig. 3(b). 
In Fig. 3(b), the arrangement of ‘double dagger’ patterns corresponding to Al6Sm8 atomic clusters is well ordered 
in some areas but not in other areas, indicating that the formation of Al6Sm8 atomic clusters already occurs at 
this stage but that the long-range in-plane ordering of these Al6Sm8 clusters has not fully completed yet in the 
as-solidified condition.

Additional atom at the centre of the Al6RE8 atomic cluster. The inclusion of an additional atom in 
the centre of the Al6RE8 atomic cluster is also observed in the [1100] HAADF-STEM images of the OD phases in 
some Mg-Al-RE systems (Fig. 2). Magnified images of several double-dagger patterns observed in [1100] 

Figure 3. (a) Low-magnification and (b) atomic-resolution HAADF-STEM images of the Mg-Al-Sm OD phase 
in the as-solidified ingot. The incident beam direction is [1100].
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HAADF-STEM images taken from the OD phases in the Mg-Al-RE (RE = Y, Dy, Ho, Er, Nd and Sm) systems are 
shown in Fig. 4. Additional spots of a relatively high intensity are clearly observed at the position corresponding 
to the central site of Al6RE8 atomic clusters for those with RE = Y, Dy, Ho and Er (Fig. 4(a,c,e,g)), while it is less 
evident for those with RE = Nd and Sm (Fig. 4(i,k)). For each of the OD phases formed with RE = Y, Dy, Ho and 
Er, the intensity of the additional spots in the centre of Al6RE8 atomic clusters varies from cluster to cluster, indi-
cating that the element (either Mg, Al or RE) occupying the central position and their occupancies vary from 
cluster to cluster, as we observed previously for the Mg-Zn-Y OD phases25,26. The intensity profile taken from a 

Figure 4. (a,c,e,g,i,k) Ultra-high resolution HAADF-STEM images of various Mg-Al-RE OD phases projected 
along [1100] and (b,d,f,h,j,l) normalized intensity profiles taken along the marked regions in the STEM images. 
RE = (a,b) Y, (c,d) Dy, (e,f) Ho, (g,h) Er, (i,j) Nd and (k,l) Sm.
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double dagger pattern including a central additional bright spot with the highest intensity for each of the OD 
phases (as outlined with dotted lines in Fig. 4(a,c,e,g,i,k)) are shown in Fig. 4(b,d,f,h,j,l). Normalization of these 
intensity profiles is made by taking the highest and lowest intensities in the image profile unity and zero; the high-
est intensity is exhibited by the brightest spot corresponding to the RE atom column in either of the central two 
atomic layers of the RE enrichment while the lowest intensity is exhibited by the background between adjacent 
pure Mg layers. The normalized intensity at the position of the additional spot is found to increase in the order of 
Y, Dy, Ho and Er, i.e. in the increasing order of the atomic number. The fraction of double-dagger patterns accom-
panied by an additional bright spot with a relatively high intensity seems to be larger in the Mg-Al-Er OD phase 
(Figs 2(b) and 4(d)) than those in the Mg-Al-Y (Figs 2(d) and 4(a)), Mg-Al-Dy (Fig. 4(b)) and Mg-Al-Ho 
(Fig. 4(c)) OD phases. In view of the fact that the intensity of bright spots (corresponding to atomic columns) in 
atomic resolution HAADF-STEM image is approximately proportional to the square of the average atomic num-
ber of the atomic column37–40, these observations suggest that the occupancy ratio of the central site among Mg, 
Al and RE atoms varies with the RE element, so that the occupancy ratio by RE atoms increases with the increase 
in the atomic number of the RE element. For light rare-earth elements, Nd and Sm, although no apparent addi-
tional spot is observed in the centre of each double dagger pattern, the intensity at the additional spot position is 
far above that calculated assuming without any additional atom at the central position. This may indicate that the 
central sites of Al6RE8 atomic clusters in the OD phases formed with RE = Nd and Sm are occupied more by Mg 
(or Al) atoms than by the RE atoms.

First-principles calculations for the OD phases in the Mg-Al-RE systems. In order to deduce the 
possible reasons for the RE inclusion at the central site of Al6RE8 atomic clusters, first-principles density func-
tional theory (DFT) calculations were conducted using the Vienna Ab initio simulation package (VASP)41. The 
OD-phase formation energy ΔEform, stability factor ΔEstab and energy required to insert one additional atom 
i (i = Mg, Al or RE) in each Al6RE8 atomic cluster ΔEins (insertion energy) were evaluated with the following 
equations25,26,34,35:

∆ = − + + + +l m n l m nE E (Mg Al RE ) { E (Mg) E (Al) E (RE)}/( )l m nform tot tot tot tot

∆ = −E (Mg Al RE ) E (Mg Al RE ) E (Mg Al RE )l m n l m n l m nstab tot CH

∆ = + − −i i iE ( ) E (Mg Al RE ) E (Mg Al RE ) E ( )l m n l m nins tot tot tot

where Etot(j) is the total energy per atom of the phase j and ECH(MglAlmREn) is the energy of the convex hull at the 
composition of the OD phase with a formula unit of MglAlmREn ((l, m, n) = (58, 6, 8) when no additional atom is 
inserted). Each convex hull is composed of three convex hull phases mostly selected according to the selections 
made by Saal and Wolverton except for the Mg-Al-Pm ternary system35 (listed in Table S1 of Supplementary). 
According to the stability criteria proposed by Saal and Wolverton35 that the OD phase is considered to be stable 
and nearly stable respectively if ΔEstab < 0 and ΔEstab < 25 meV/atom, all of the 18R-LPSO-type Mg-Al-RE OD 
phases (RE = Y, La ~ Lu) are predicted to be stabilized when an Mg atom is inserted at the centre of each Al6RE8 
atomic cluster (Fig. 5(a), Table S1 of Supplementary). This is fully consistent with the previous reports34,35. It 
should be noted, however, that the difference in the stability factor ΔEstab for the Mg inclusion and the RE inclu-
sion decreases with the increase in atomic number for the heavy rare-earth elements (RE = Gd ~ Tm), while it 
does not change significantly for the light rare earth-elements (RE = La ~ Sm). The results of calculation of the 
stability factors ΔEstab (Fig. 5(a)) and the insertion energy ΔEins (Fig. 5(b)) indicate that the RE inclusion in the 
central site of the Al6RE8 atomic cluster is increasingly more favourable for the Mg-TM-RE OD phases with the 
heavier rare-earth elements (RE = Gd ~ Tm). This may be the reason for the present STEM observations that the 
fraction of double-dagger patterns containing an additional bright spots with relatively high intensity increases 
with the increase in atomic number of RE atoms that form the Mg-Al-RE OD phases (Fig. 4). Based on the com-
parison between the experimental and calculation results, the stability criteria of the Mg-Al-RE OD phases would 
be described approximately as follows: the OD phase is expected to be stable if ΔEstab < 12.5 meV/atom, the value 
of which corresponds to that for the Mg-Al-Ce OD phase with the Mg inclusion.

Discussion
In the present study, some rare-earth elements (RE = Y, Nd, Sm, Dy, Ho and Er) have been found to form the 
Mg-Al-RE OD phases in addition to Gd, while others (RE = La, Ce and Yb) not. We first discuss the applicability 
of the criterion propose by Kawamura and co-workers for the formation of the LPSO phases in the Mg-Zn-RE 
ternary systems7 to the formation of the OD phases in the Mg-Al-RE systems. Table 1 summarizes the mixing 
enthalpy of Mg-RE, Al-RE pairs, maximum solubility in Mg and metallic radius for various RE atoms42,43 that 
are required to check the applicability of the proposed criterion as described in the Introduction section. The 
rare-earth elements (RE = Y, Nd, Sm, Gd, Dy, Ho and Er) that form the Mg-Al-RE OD phase all satisfy the crite-
rion items (1) and (4) related respectively to mixing enthalpies and metallic radius. However, the items (2) related 
to crystal structure and (3) related to solubility limit are violated by Nd (dhcp structure, maximum solubility 
~0.63 at. %) and Sm (rhombohedral, maximum solubility ~0.99 at. %). This indicates that the criterion proposed 
for the LPSO-phase formation in the Mg-Zn-RE ternary systems is not simply applicable to the OD-phase forma-
tion in the Mg-Al-RE systems.

We now discuss an alternative criterion for the formation of the OD phases in the Mg-Al-RE systems. Since 
the OD phase is characterized by a very high degree of in-plane ordering of dense Al6RE8 atomic clusters with a 
periodic arrangement on lattice points of a two-dimensional ×a a2 3 2 3Mg Mg primitive hexagonal lattice, the 
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formability of the OD phase is considered to be closely related to the stability of Al6RE8 atomic clusters in the OD 
phase as well as the inter-cluster interaction among them27–30. Because both the LPSO and OD structures can be 
described approximately as the structures containing dispersed Al6RE8 atomic clusters embedded in the Mg 
matrix27,29, the size and number density of the Al6RE8 atomic clusters are important factors controlling the stabil-
ity of the OD phase. Here, we propose an alternative criterion for the formation of the OD phases in the Mg-Al-RE 
systems based on the volume of the Al6RE8 atomic cluster. This partly comes from the fact that the in-plane den-
sity of Al6RE8 atomic clusters is virtually the same (with the two-dimensional ×a a2 3 2 3Mg Mg primitive hex-
agonal lattice) for all observed Mg-Al-RE OD phases and also comes from the fact that the average volume of the 
Al6RE8 atomic cluster is one of the simplest factors altered by the type and amount of the inclusion atoms in the 
Al6RE8 atomic clusters. Figure 6 shows the variation of the volume of the Al6RE8 atomic cluster with an additional 
atom. The cluster volumes, Vcluster, are estimated with the average atomic volume deduced for pure elements, VMg, 
VAl and VRE (unit cell volume divided by the number of atoms in the unit cell) as follows,

= + +¯ ¯ ¯V V V V6 8cluster Al RE incl

where Vincl is either 0, VMg, VAl or VRE depending on the central site of the Al6RE8 atomic cluster is not occupied or 
is occupied by either Mg, Al or RE. The values of the average atomic volumes for pure elements estimated using 
the crystallographic information in ref.44 are summarized in Table 2. It is now obvious from previous theoretical 
and experimental investigations25,26,31–36 as well as from the present theoretical calculation that the central site of 
the Al6RE8 atomic cluster is occupied by either Mg, Al (or TM) or RE. Thus, it is quite reasonable to assume that 
the Mg-Al-RE OD phase formation should always be accompanied by the atom inclusion in the Al6RE8 atomic 
cluster whatever the atom kind is. Then, for any particular Mg-Al-RE OD phase, the volume of the Al6RE8 atomic 
cluster is the smallest with the Al inclusion and is the largest with the RE inclusion (Fig. 6). On the assumption, 
we can determine the cluster volume range for the successful formation of the OD phase as indicated with a pale 
blue band in Fig. 6. The upper limit is determined by the volume of Al6Ce8 atomic cluster with the Al inclusion, 

Figure 5. (a) Stability factor ΔEstab and (b) insertion energy ΔEins for the 18R-LPSO-type Mg-Al-RE OD phase. 
Blue and yellow bands in (a) indicate the regions with ΔEstab < 0 (OD phase is stable) and ΔEstab < 25 meV/atom 
(OD phase is nearly stable) according to the stability criteria proposed by Saal and Wolverton35, respectively. A 
Broken line indicates the approximate upper limit of ΔEstab for the OD phase formation deduced based on the 
experimental results.
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since the OD phase is not formed in the Mg-Al-Ce systems. The lower limit of the range is tentatively determined 
by the volume of Al6Er8 atomic cluster with the Er inclusion, since the cluster volume in the Mg-Al-Er OD phase 
is the smallest among all OD phases confirmed to form. If the OD phase formation is confirmed in the Mg-Al-Tm 
and Mg-Al-Lu systems, the lower limit should be further lowered accordingly. The deduced volume range for the 
formation of the Mg-Al-RE OD phases is 374.7 ≤ Vcluster < 394.5 (Å3), which is 15.9 ~ 22.0% larger than the corre-
sponding volume of Mg (14 VMg  = 323.3 (Å3)). In other words, the OD phases are predicted to form in the 
Mg-Al-RE systems if the average atomic volume of RE atoms VRE is in the range of 30.56 ≤ VRE < 34.78 (Å3). 
According to this criterion, the OD phase is expected to form in the Mg-Al-RE ternary systems with RE = Pr, Pm, 
and Tb as well. This has yet to be investigated.

Figure 6 also predicts that while the possibility for the Al6RE8 atomic cluster to have the RE inclusion in the 
central site is quite low for the early rare-earth atoms (La~Sm), the possibilities for the RE and Mg inclusions 
respectively increase and decrease with the increase in atomic number of RE atoms for the late rare-earth atoms 
(Gd~Er). This is fully consistent with the atomic-resolution HAADF-STEM observations of Fig. 4. This indicates 
that occupancies of either Mg, Al or RE in the central site of the Al6RE8 atomic cluster are also determined by the 
volume range of the Al6RE8 atomic cluster for the successful formation of the Mg-Al-RE OD phases.

Mixing enthalpy (kJ/mol) Maximum 
solubility in Mg 
(at.%)

Metallic 
radius (Å)

Crystal structure at 
room temperature

Average atomic 
volume (Å3)Mg Al

Mg — −2 — 1.602 hcp 23.09

Al −2 — 11.8 1.432 fcc 16.61

Y −6 −38 3.59 1.8012 hcp 33.01

La −7 −38 0.042 1.8791 dhcp 37.42

Ce −7 −38 0.13 1.8247 fcc 34.78

Pr −6 −38 0.31 1.8279 dhcp 34.53

Nd −6 −38 0.63 1.8214 dhcp 34.17

Pm −6 −39 0.78 1.811 dhcp 33.60

Sm −6 −38 0.99 1.8041 rhombohedral 33.18

Eu −5 −19 4.8 × 10−5 2.0418 bcc 48.13

Gd −6 −39 4.48 1.8013 hcp 33.00

Tb −6 −39 4.57 1.7833 hcp 32.13

Dy −6 −38 4.83 1.774 hcp 31.60

Ho −6 −38 5.44 1.7661 hcp 30.82

Er −5 −38 6.59 1.7566 hcp 30.56

Tm −5 −38 6.29 1.7462 hcp 30.29

Yb −6 −20 0.48 1.9392 fcc 41.25

Lu −5 −39 8.8 1.7349 hcp 29.90

Table 1. Mixing enthalpy of Mg-RE and Al-RE pairs, maximum solubility of RE in Mg, metallic radii, crystal 
structures at room temperature and average atomic volume for Mg, Al and RE elements42–44.

Figure 6. Volume of an Al6RE8 atomic cluster with and without inclusion of an additional atom at the central 
site of each Al6RE8 atomic cluster. A pale blue band indicates the possible size range for the successful formation 
of the Mg-Al-RE OD phases.
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Conclusions
We investigated the formation of OD phases of the LPSO-type in Mg-Al-RE (RE = Y, La, Ce, Nd, Sm, Dy, Ho, 
Er and Yb) ternary systems by SEM, TEM and atomic resolution STEM. The results obtained are summarized as 
follows.

 1. The RE elements are classified into four groups, depending on whether or not and how the OD phase is 
formed. Group 1 consists of Y and Gd, and the OD phase forms even during solidification and the volume 
fraction of the OD phase increases upon annealing. Group 2 consists of Nd and Sm, and the volume frac-
tion of the OD phase formed during solidification does not significantly change upon annealing. Group 3 
consists of Dy, Ho and Er, and the OD phase does not form during solidification but does upon annealing. 
Group 4 consists of La, Ce and Yb, with which the OD phase is observed neither in the as-solidified ingot 
nor in the annealed ingot.

 2. The Mg-Al-RE OD phase formed with the RE elements belonging to groups 1–3 consists of 6-layer 
structural blocks stacked on top of each other by taking preferentially the C1 stacking relations among the 
possible three crystallographically different relations. The enrichment of RE atoms occurs in the four 
consecutive atomic layers in the structural block in the form of the Al6RE8 L12-type atomic clusters. The 
in-plane ordering of the Al6RE8 L12-type atomic clusters occurs from the early stage of precipitation 
accompanied by a periodic arrangement of Al6RE8 atomic clusters on lattice points of a two-dimensional 

×a a2 3 2 3Mg Mg primitive hexagonal lattice.
 3. The most stable polytype of the Mg-Al-Y OD phase is confirmed to be the simplest MDO polytype, 1 M 

(MDO1) with the space group of C2/m in the OD-groupoid family formed with the C1 stacking relations, 
as in the case of the Mg-Al-Gd OD phase17.

 4. The OD phases in the Mg-Al-RE systems are found to be stabilized by the inclusion of any atoms (either 
Mg, Al or RE) in the central site of the Al6RE8 atomic cluster. The occupancy ratio of the central site among 
Mg, Al and RE atoms varies with RE element with which the OD phase is formed, so that the occupancy 
ratio of RE atom increases with the increase in the atomic number of RE elements in particular for the late 
rare-earth elements.

 5. We propose a criterion for the formation of the OD phases in the Mg-Al-RE systems based on the volume 
of the Al6RE8 atomic cluster. The criterion states that the Mg-Al-RE OD phases is formed if the volume of 
the corresponding Al6RE8 atomic cluster is in the range of 374.7 ≤ Vcluster < 394.5 (Å3), which is 15.9 ~ 22.0% 
larger than the corresponding volume of Mg (14 VMg = 323.3 (Å3)). Alternatively, the OD phases are 
predicted to form in the Mg-Al-RE systems if the average atomic volume of RE atoms is in the range of is 
30.56 ≤ VRE < 34.78 (Å3).

Methods
Ingots of Mg-Al-RE (RE = Y, La, Ce, Nd, Sm, Dy, Ho, Er and Yb) ternary alloys were produced by high-frequency 
induction-melting mixtures of high-purity Mg, Al and RE amounting to a nominal composition of Mg − 3.5 at. 
% Al − 7.0 at. % RE in a carbon crucible in vacuum. After melting, the ingots were quickly removed from the 
furnace to observe the as-solidified microstructures. Then, the ingots were annealed at either 450, 500 or 525 °C 
for 64 hours followed by water-quenching. Microstructures were examined by SEM with a JEOL JSM-7001FA 
electron microscope, TEM and STEM with JEOL JEM-2000FX and JEM-ARM200F electron microscopes. 
Chemical compositions were analysed by EDS in the SEM. Specimens for SEM, TEM observations were cut 
from as-solidified and annealed ingots, mechanically polished and electropolished in a solution of nitric acid and 
methanol (9:21 by volume) under a constant voltage of 12–22 V at −55 °C. Specimens for high-resolution STEM 
observations were prepared by Ar-ion milling method using a JEOL EM-9100IS ion milling machine.

First-principles DFT calculations were conducted using the VASP code41. The generalized gradient approxi-
mation of Perdew-Burke-Ernzerhof (GGA-PBE) is used to treat the exchange-correlation functional45. The crystal 
structure used for the calculations is the MDO polytype, 1 M (MDO1, space group: C2/m) in the OD-groupoid 
family formed with the C1 stacking relations as observed in the Mg-Al-Y and Mg-Al-Gd systems17. Four model 
cells with and without an additional atom of either Mg, Al or RE at the central site of the Al6RE8 atomic cluster are 
calculated. An energy cutoff is set to be 400 eV and Monkhorst-Pack k-point mesh of 6 × 4 × 4 is used throughout 
the calculations46. The geometric optimization is terminated when the residual forces become less than 0.01 eV/Å.

Data availability. The datasets generated during and/or analysed during the current study are available from 
the corresponding author on reasonable request.

References
 1. Kawamura, Y., Hayashi, K., Inoue, A. & Masumoto, T. Rapidly Solidified Powder Metallurgy Mg97Zn1Y2 Alloys with Excellent 

Tensile Yield Strength above 600 MPa. Mater. Trans. 42, 1172–1176 (2001).
 2. Inoue, A. et al. Novel hexagonal structure and ultrahigh strength of magnesium solid solution in the Mg-Zn-Y system. J. Mater. Res. 

16, 1894–1900 (2001).
 3. Abe, E., Kawamura, Y., Hayashi, K. & Inoue, A. Long-period ordered structure in a high-strength nanocrystalline Mg-1 at.% Zn-2 

at % Y alloy studied by atomic-resolution Z-contrast STEM. Acta Mater. 50, 3845–3857 (2002).
 4. Itoi, T., Seimiya, T., Kawamura, Y. & Hirohashi, M. Long period structures observed in Mg97Zn1Y2 alloy. Scripta Mater. 51, 107–111 

(2004).
 5. Yamasaki, M., Anan, T., Yoshimoto, S. & Kawamura, Y. Mechanical properties of warm-extruded Mg-Zn-Gd alloy with coherent 

14H long period stacking ordered structure precipitate. Scripta Mater. 53, 799–803 (2005).
 6. Kawamura, Y., Kasahara, T., Izumi, S. & Yamasaki, M. Elevated temperature Mg97Y2Cu1 alloy with long period ordered structure. 

Scripta Mater. 55, 453–456 (2006).

A Self-archived copy in
Kyoto University Research Information Repository

https://repository.kulib.kyoto-u.ac.jp



www.nature.com/scientificreports/

1 0Scientific RepoRts | 7: 12294  | DOI:10.1038/s41598-017-12506-0

 7. Kawamura, Y. & Yamasaki, M. Formation and Mechanical Properties of Mg97Zn1RE2 Alloys with Long-Period Stacking Ordered 
Structure. Mater. Trans. 48, 2986–2992 (2007).

 8. Garés, G. et al. Effect of microstructure on creep behaviour of cast Mg97Y2Zn1 (at.%) alloy. Mater. Sci. Engng. A. 539, 48–55 (2012).
 9. Jono, Y., Yamasaki, M. & Kawamura, Y. Effect of LPSO phase-Stimulated Texture Evolution on Creep Resistance of Extruded Mg-

Zn-Gd Alloys. Mater. Trans. 54, 703–712 (2013).
 10. Hagihara, K. et al. Effect of long-period stacking ordered phase on mechanical properties of Mg97Zn1Y2 extruded alloy. Acta Mater. 

58, 6282–6293 (2010).
 11. Yamasaki, M., Hashimoto, K., Hagihara, K. & Kawamura, Y. Effect of multimodal microstructure evolution on mechanical 

properties of Mg-Zn-Y extruded alloy. Acta Mater. 59, 3646–3658 (2011).
 12. Kim, J. K. et al. The role of metastable LPSO building block clusters in phase transformations of an Mg-Y-Zn alloy. Acta Mater. 112, 

171–183 (2016).
 13. Zhu, Y. M., Morton, A. J. & Nie, J. F. The 18R and 14H long-period stacking ordered structures in Mg-Y-Zn alloys. Acta Mater. 58, 

2936–2947 (2010).
 14. Nie, J. F., Zhu, Y. M. & Morton, A. J. On the Structure, Transformation and Deformation of Long-Period Stacking Ordered Phases in 

Mg-Y-Zn Alloys. Metal. Mater. Trans. 45A, 3338–3348 (2014).
 15. Yokobayashi, H. et al. Enrichment of Gd and Al atoms in the quadruple close packed planes and their in-plane long-range ordering 

in the long period stacking-ordered phase in the Mg-Al-Gd system. Acta Mater. 59, 7287–7299 (2011).
 16. Kishida, K. et al. The crystal structure of the LPSO phase of the 14H-type in the Mg-Al-Gd alloy system. Intermetallics 31, 55–64 

(2012).
 17. Kishida, K., Yokobayashi, H. & Inui, H. The most stable crystal structure and the formation processes of an order-disorder (OD) 

intermetallic phase in the Mg-Al-Gd ternary system. Philos. Mag. 93, 2826–2846 (2013).
 18. Kishida, K., Yokobayashi, H., Inoue, A. & Inui, H. Crystal Structures of Long-Period Stacking-Ordered Phases in the Mg-TM-RE 

Ternary Systems. MRS Symp. Proc. 1516, 291–302 (2013).
 19. Dornberger-Schiff, K. Grundzüge einer theorie der OD-structuren aus shichten. Abh. Dtsch. Akad. Wiss. Berlin, Kl Chem. Geol. Biol. 

3, 1–107 (1964).
 20. International Table for Crystallography, 2nd ed. Vol. E (eds. Kopsky, V. & Litvin, D. B.) (Wiley, 2010).
 21. Ferraris, G., Makovicky, E. & Merlino, S. Crystallography of Modular Materials. (Oxford University Press, 2004).
 22. Okamoto, N. L., Yasuhara, A. & Inui, H. Order-disorder structure of the δ1k phase in the Fe-Zn system determined by scanning 

transmission electron microscopy. Acta Mater. 81, 345–357 (2014).
 23. Iwatake, Y. et al. New crystal structure of Nd2Ni7 formed on the basis of stacking of block layers. Int. J. Hydrogen Energy 40, 

3023–3034 (2015).
 24. Yamasaki, M. et al. Highly ordered 10H-type long-period stacking order phase in a Mg-Zn-Y ternary alloy. Scripta Mater. 78-79, 

13–16 (2014).
 25. Kishida, K. et al. Crystal structures of highly-ordered long-period stacking-ordered phases with 18R, 14H and 10H-type stacking 

sequences in the Mg-Zn-Y system. Acta Mater. 99, 228–239 (2015).
 26. Kishida, K., Nagai, K., Matsumoto, A. & Inui, H. Data in support of crystal structures of highly-ordered long-period stacking-

ordered phases with 18R, 14H and 10H-type stacking sequences in the Mg-Zn-Y system. Data in Brief 5, 314–320 (2015).
 27. Kurokawa, S., Yamaguchi, A. & Sakai, A. An attempt to image chemical ordering in close-packed layer of Mg-Zn-Y 18R long-period 

stacking-ordered structure by scanning tunneling microscopy. Mater. Trans. 54, 1073–1076 (2013).
 28. Okuda, H. et al. Evolution of long-period stacking order structures on annealing as-cast Mg85Y9Zn6 alloy ingot observed by 

synchrotron radiation small-angle scattering. Scr. Mater. 68, 575–578 (2013).
 29. Kimizuka, H. et al. Two-dimensional ordering of solute nanoclusters at a close-packed stacking fault: modeling and experimental 

analysis. Sci. Rep. 4, 7318 (2014).
 30. Okuda, H. et al. Nanoclusters first: a hierarchical phase transformation in a novel Mg alloy. Sci. Rep. 5, 14186 (2015).
 31. Egusa, D. & Abe, E. The structure of long period stacking/order Mg-Zn-RE phases with extended non-stoichiometry ranges. Acta 

Mater. 60, 166–178 (2012).
 32. Ma, S. Y., Liu, L. M. & Wang, S. Q. The predominant role of Zn6Y9 cluster in the long period stacking order structures of Mg-Zn-Y 

alloys: a first-principles study. J. Mater. Sci. 48, 1407–1412 (2013).
 33. Kimizuka, H., Fronzi, M. & Ogata, S. Effect of alloying elements on in-plane ordering and disordering of solute clusters in Mg-based 

long-period stacking ordered structures: A first-principles analysis. Scripta Mater. 69, 594–597 (2013).
 34. Saal, J. E. & Wolverton, C. Thermodynamic stability of Mg-Y-Zn long-period stacking ordered structures. Scr. Mater. 67, 798–801 

(2012).
 35. Saal, J. E. & Wolverton, C. Thermodynamic stability of Mg-based ternary long-period stacking ordered structures. Acta Mater. 68, 

325–338 (2014).
 36. Abe, E. Structural Characteristics and Crystallography of the Synchronized LPSO-Mg Alloys (in Japanese). Materia Japan 54, 50–54 

(2015).
 37. Pennycook, S. J. & Boatner, L. A. Chemically sensitive structure-imaging with a scanning transmission electron microscope. Nature 

336, 565–567 (1988).
 38. Pennycook, S. J., Varela, M., Hetherington, C. J. D. & Kirkland, A. I. Materials Advances through Aberration-Corrected Electron 

Microscopy. MRS Bull. 31, 36–43 (2006).
 39. Pennycook, S. J. et al. Scanning Microscopy for Nanotechnology: Techniques and Applications (eds. Zhou, W. & Wang, Z.L.) 152–191 

(Springer, 2006).
 40. Kishida, K. & Browning, N. D. Direct atomic scale imaging of grain boundaries and defects in B-2223/Ag high-Tc superconducting 

tapes. Physica C 351, 281–294 (2001).
 41. Kresse, G. & Furthmüller, J. Efficient iterative schemes for ab initio total-energy calculations using a plane-wave basis set. Phys. Rev. 

B 54, 11169–11186 (1996).
 42. Rokhlin, L. L. Magnesium Alloys Containing Rare Earth Metals (Taylor & Francis, 2003).
 43. Takeuchi, A. & Inoue, A. Classification of Bulk Metallic Glasses by Atomic Size Difference, Heat of Mixing and Period of Constituent 

Elements and Its Application to Characterization of the Main Alloying Element. Mater. Trans. 46, 2817–2829 (2005).
 44.  Handbook of Ternary Alloy Phase Diagrams (eds. Villars, P., Price, A. & Okamoto, H.) (ASM International, 1995).
 45. Perdew, J. P., Burke, K. & Ernzerhof, M. Generalized Gradient Approximation Made Simple. Phys. Rev. Lett. 77, 3865–3868 (1996).
 46. Monkhost, H. J. & Pack, J. D. Special points for Brillouin-zone integrations. Phys. Rev. B 13, 5188–5192 (1976).

Acknowledgements
This work was supported by JSPS KAKENHI grant numbers 23109002, 26289258, 26109712, 15H02300, 
16K14415 and 17K18987 and the Elements Strategy Initiative for Structural Materials (ESISM) from the Ministry 
of Education, Culture, Sports, Science and Technology (MEXT) of Japan, and in part by Advanced Low Carbon 
Technology Research and Development Program (ALCA) from the Japan Science and Technology Agency (JST).

A Self-archived copy in
Kyoto University Research Information Repository

https://repository.kulib.kyoto-u.ac.jp



www.nature.com/scientificreports/

1 1Scientific RepoRts | 7: 12294  | DOI:10.1038/s41598-017-12506-0

Author Contributions
H.I. and K.K. conceived the study. H.Y. prepared the specimens and performed the SEM and TEM experiments. 
K.K. performed the TEM and STEM experiments and the first-principles calculations. K.K. and H.I. wrote the 
paper and all authors reviewed and commented on the paper.

Additional Information
Supplementary information accompanies this paper at https://doi.org/10.1038/s41598-017-12506-0.
Competing Interests: The authors declare that they have 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) 2017

A Self-archived copy in
Kyoto University Research Information Repository

https://repository.kulib.kyoto-u.ac.jp

http://dx.doi.org/10.1038/s41598-017-12506-0
http://creativecommons.org/licenses/by/4.0/

	A formation criterion for Order-Disorder (OD) phases of the Long-Period Stacking Order (LPSO)-type in Mg-Al-RE (Rare Earth) ...
	Results
	Scanning electron microscopy (SEM) observations. 
	Atomic-resolution high angle annular dark-field (HAADF)-STEM observations. 
	Additional atom at the centre of the Al6RE8 atomic cluster. 
	First-principles calculations for the OD phases in the Mg-Al-RE systems. 

	Discussion
	Conclusions
	Methods
	Data availability. 

	Acknowledgements
	Figure 1 SEM backscattered electron images of (a–d) the as-solidified ingots and (e–h) the ingots heat-treated at 450 °C for 64 hours.
	Figure 2 Atomic-resolution HAADF-STEM images of (a,b) the Mg-Al-Er OD phase in the ingot heat-treated at 450 °C for 64 hours and (c,d) the Mg-Al-Y OD phase in the ingot heat-treated at 525 °C for 64 hours.
	Figure 3 (a) Low-magnification and (b) atomic-resolution HAADF-STEM images of the Mg-Al-Sm OD phase in the as-solidified ingot.
	Figure 4 (a,c,e,g,i,k) Ultra-high resolution HAADF-STEM images of various Mg-Al-RE OD phases projected along [] and (b,d,f,h,j,l) normalized intensity profiles taken along the marked regions in the STEM images.
	Figure 5 (a) Stability factor ΔEstab and (b) insertion energy ΔEins for the 18R-LPSO-type Mg-Al-RE OD phase.
	Figure 6 Volume of an Al6RE8 atomic cluster with and without inclusion of an additional atom at the central site of each Al6RE8 atomic cluster.
	Table 1 Mixing enthalpy of Mg-RE and Al-RE pairs, maximum solubility of RE in Mg, metallic radii, crystal structures at room temperature and average atomic volume for Mg, Al and RE elements42–44.




