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 Abstract 

Thermoelectric figure of merit (ZT) of ~1.6 at 700 °C is achieved in β-phase copper selenide 

(Cu2Se) made by ball milling and hot pressing. The β-phase of such material possesses a natural 

superlattice-like structure that combines ordered selenium (Se) and disordered copper (Cu) layers 

in its unit cell, resulting in a low lattice thermal conductivity of 0.4-0.5 W m-1 K-1. A λ-shaped 

specific heat peak indicates a phase transition from cubic β-phase to tetragonal α-phase at around 

140 °C upon cooling and vice versa. An abnormal decrease in specific heat with increasing 

temperature was also observed due to the increased random motion of disordered Cu atoms. 

These features indicate that β-phase Cu2Se could be potentially an interesting thermoelectric 

material, competing with other conventional thermoelectric materials. 
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1. Introduction 

A good thermoelectric material has high dimensionless figure-of-merit ZT: defined as (S2σ/κ)T, 

where the S, σ, κ, and T are the Seebeck coefficient, electrical conductivity, thermal conductivity, 

and absolute temperature, respectively. Normally, κ is composed of three components, i.e., 

electronic contribution (κcar), lattice contribution (κlat), and bipolar contribution (κbipolar). As 

reducing κlat was proven to be the easiest and most straightforward way to improve ZT, 

numerous efforts have been devoted in the last two decades in order to increase the ZT value 

from the longstanding 1.0 in thermoelectric bulk materials to higher values by minimizing κlat 

through the concept of nanocomposite [1-4]. The key idea of nanocomposite is to create grains or 

inclusions that scatter the phonons without deteriorating the electron transport. More generally, a 

good thermoelectric material should behave as a “phonon-glass-electron-crystal” with a high 

charge carrier mobility and low lattice thermal conductivity [5]. Structures with strong phonon 

scatters, such as skutterudites [6] and clathrates [7] were first demonstrated to have “phonon 

glass electron crystal” type of behavior resulting in low κlat. Other materials with complex unit 

cells [8], such as Zn4Sb3 and Zintl compounds also have low κlat. 

            Another direction in reducing the lattice thermal conductivity is to use layered structures, 

both artificial ones such as superlattices [9,10], and naturally formed superlattices [11,12]. In the 

artificially grown superlattices, it was known that interface roughness reduces the thermal 

conductivity [13,14]. We noted that lamella crystals---natural superlattices---usually have higher 

lattice thermal conductivity for in-plane direction than out-of-plan direction. Increasing the 

disturbance at the interfaces of layers and reducing the thickness of the crystalline layers 

therefore can potentially lead to further reduction in thermal conductivity.  A distorted lattice has 
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recently been reported in the lamella-structured In4Se3-δ crystals with only 2 atomic layers in the 

ordered lamella, which has even a lower in-plane lattice thermal conductivity than that of the 

out-of-plane direction, resulting in a ZT of 1.4 at 708 K [15]. Motivated by these facts, β-phase 

Cu2Se crystalized in layered cubic structure, as shown in Figure 1a and b, could very likely have 

a low thermal conductivity and good thermoelectric properties since these polycrystals have 

monoatomic Se layers acting as ordered lamella, and Cu atoms randomly distribute at several 

lattice sites as the disordered lamella (Fig. 1a, b), if one views along the (111) plane directions 

[16]. In this paper, we show that a ZT of about 1.6 at 700 °C could be obtained in β-phase Cu2Se 

polycrystals with such structure features. 

2. Material and Methods 

2.1. Sample fabrication  

In our synthesis, Cu2Se nanopowders were firstly prepared from Cu (99.5%, Alfa Aesar, USA) 

and Se (99.99%, 5N PLUS, Canada) elements through high-energy ball milling (Spex 8000M 

Mixer/Mill). Bulk samples were fabricated by consolidating the as-prepared nanopowders in a 

graphite die (1/2 or 1 inch in diameter) via a conventional hot pressing method.  

2.2. Structure characterizations  

PANalytical multipurpose diffractometer with an X’celerator detector (PANalytical X’Pert Pro) 

was used for lattice structure characterizations at both room temperature and high temperature. 

We studied the grain size of bulk samples on a scanning electron microscope (SEM, JEOL-

6340F). The structural change versus temperature was monitored by in situ heating experiments 

inside a high-resolution transmission electron microscope (HRTEM, JEOL-2010F). The bulk 
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sample was first hand polished and then fixed on a Mo grid with epoxy (stable up to 

1000 °C). Subsequently, the polished sample was ion milled with a Precision Ion Polishing 

System (model 691, Gatan) till electron transparent and loaded on the heating holder (model 652, 

Gatan) for in situ observation.  

2.3. Transport property measurements  

We used a commercial four-probe system (ULVAC ZEM-3) to simultaneously measure 

electrical resistivity and Seebeck coefficient. A laser flash system (NETZSCH LFA 457) was 

used for the thermal diffusivity characterization. Specific heat (Cp) data was obtained on a 

differential scanning calorimetry (NETZSCH DSC 404C) station. 

3. Results 

3.1. Structural properties 

Conventionally, β-phase Cu2Se has been known as a superionic conductor [17,18] that 

crystallizes in an 3Fm m  type of lattice with Se atoms occupying the (0, 0, 0) site while the 

knowledge of Cu sites still remains controversial due to its variation with temperatures. Figure 

1b shows a possible three-site model for the location of Cu atoms in β-phase Cu2Se at 160 °C 

where Cu fractionally locates at (0.25, 0.25, 0.25), (0.315, 0.315, 0.315), and (0.5, 0.5, 0.5) sites 

as was mostly reported [16]. It should also be pointed out that in those models all the Cu sites fall 

in the <111> direction. If one views along the (111) plane direction, a lamella structure is clearly 

seen, in which the monoatomic Se layer is separated by a two randomly distributed Cu layers. 

During cooling process, β-phase turns into α-phase at temperatures lower than 140 °C and this 

phase transition was reported to be reversible [16]. Compared to β-phase that has an FCC 
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structure, the structure of α-phase Cu2Se is much more complicated since it could crystallize in 

three possible ways: monoclinic, tetragonal, and cubic. Figure 1c shows that the α-phase Cu2Se 

nanopowders we obtained from high-energy ball milling are tetragonal phase (PDF# 29-0575) at 

room temperature. After being consolidated into bulk form via hot pressing, those α-phase Cu2Se 

polycrystals show an increase of {111} texturing (see the intensity of planes (111) and (222) 

relatively to that of (404) in Fig. 1c) with the pressing temperature from 400 to 700 °C. It is 

noted that similar XRD patterns were obtained when we measure along both vertical and parallel 

directions (to the hot pressing force direction) on those bulk samples. High temperature XRD 

measurements (Fig. 1d) were also done at 200, 400, and 600 °C for the samples pressed at 

700 °C where we could clearly see the phase transformation between 25 and 200 °C and the 

high-temperature β-Cu2Se phase shows the texturing in {111} planes as well. We want to point 

out that the cubic β-phase has smaller unit cell (e.g., 200 °C, a=b=c=5.8639 Å) than the low-

temperature tetragonal α-phase (a=b=11.52 Å and c=11.74 Å at room temperature), which makes 

the (111) plane of β-phase corresponds directly to the (222) plane of α-phase. Furthermore, we 

found through the XRD study that the lattice parameter of the cubic β-phase Cu2Se changed from 

5.8639 to 5.8918 to 5.9172 Å when the measurement temperature increased from 200 to 400 to 

600 °C, respectively, indicating a possible change in Cu sites with a large thermal expansion of 

22×10-6 K-1. 

Figure 2a is a room temperature HRTEM image of a typical as-prepared bulk sample, 

where the ordered tetragonal (111) lattice planes are clearly seen.  As the sample temperature 

reached 200 °C, we also observed the (111) lattice planes in β-phase (Fig. 2b), however, they 

now belong to the FCC crystals instead and correspond to the (222) planes in tetragonal α-phase 

lattice as we discussed above. This observation suggests the phase change and possible 
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disordering of Cu sites at elevated temperature, which agrees well with our XRD results above. 

Figure 2c shows that the grains are typically within a few micrometers. 

3.2. Thermoelectric transport properties 

Figure 3 shows the temperature dependent thermoelectric properties of Cu2Se1.01 samples that 

were hot pressed at different temperatures. The extra Se was used to compensate the potential Se 

loss during hot pressing due to its high vapor pressure. Electrical resistivity (Fig. 3a) of a typical 

Cu2Se1.01 sample is around 6-8 μΩm at room temperature and increases quickly to about 55 μΩm 

at 700 °C. With Seebeck coefficient (Fig. 3b) increasing from 75 to 250 μV K-1, these samples 

have moderate power factor (Fig. 3c) of 750~950 μW m-1 K-1 at room temperature and peaked 

around 1125~1250 μW m-1 K-1 at 600 °C. The temperature dependent Cp data was shown in Fig. 

3d where we could see a λ-shape peak at around 140 °C as a symbol of the phase transition 

discussed above. Besides this feature, one may also notice that the Cp value is slightly decreasing 

with the temperature at above 200 °C.  Those β-phase Cu2Se samples also possess low total and 

lattice thermal conductivities (Fig. 3e) as we initially expected from their natural superlattice-like 

structures, where the lattice thermal conductivity is around 0.4 W m-1 K-1 and a total thermal 

conductivity of less than 1 W m-1 K-1 at 700 °C. Overall, ZTs of ~1.6 at 700 °C were obtained 

(Fig. 3f), which are competitive to other traditional medium temperature thermoelectric materials, 

such as skutterudites [19] and PbTe [20-22], but using abundant and environment-friendly 

elements. Due to the aforementioned phase transition between tetragonal α-phase and cubic β-

phase, a clear change could be observed in all the curves of Fig. 3 and this sudden change was 

found to happen at around 140 °C which is slightly higher than the reported value of 130 °C [16]. 
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Furthermore, one may also conclude from Fig. 3 that the thermoelectric properties of as-prepared 

Cu2Se1.01 are not sensitive to hot pressing temperature (400 to 700 °C).  

 We also studied the composition effect on the thermoelectric properties of Cu2Se1+x by 

changing the amount of Se in the initial compositions (Fig. 4). For all these samples, we used 

700 °C for hot pressing to make sure that the samples are mechanically strong as the hot-pressing 

temperature is insenstive to the thermoelectric properties as shown in Fig. 3. At any given 

temperature, both electrical resistivity and Seebeck coefficient (Fig. 4a, b) decrease with higher 

selenium content indicating an increased hole concentration due to more Cu vacancies. 

Accordingly, the CuSe1.02 sample has the highest power factor (Fig. 4c) due to its lowest 

electrical resistivity. Figure 4d shows the data of temperature dependent thermal conductivity κ 

while the lattice thermal conductivity κlatt (Fig. 4e) was calculated by subtracting the carrier 

contribution κcarr from the total κ. The Cu2Se1.02 sample shows not only the highest κcarr due to 

high carrier concentration, but also the highest κlatt in this series. As for the ZT (Fig. 4f), the 

Cu2Se1.01 sample shows the highest peak value of ~1.65 at 700 °C, while the highest average ZT 

appears in Cu2Se benefiting from its lowest lattice thermal conductivity. From practical 

application point of view, Cu2Se is the preferred composition because of the higher average ZT.   

4. Discussion 

The good thermoelectric performance of β-phase Cu2Se is a direct result of its unique crystal 

structure as it possesses low lattice thermal conductivity and good power factor at the same time. 

The disordered Cu atoms at multiple lattice positions in the high temperature β-phase would be a 

highly efficient phonon scattering mechanism, which is similar to the role of Zn in Zn4Sb3 [23]. 

On the other hand, the monoatomic Se ordered layer may also introduce disturbance to the 
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phonon propagation. Besides the structure disorder, the abnormal decreasing Cp value at above 

200 °C is also worth thinking. Normally, the Cp should approach a constant at high temperatures 

according to Dulong-Petit law or slight increase with temperature due to the thermal expansion 

of the materials [24]; however, what we observed in our experiments is different: a slightly 

decreasing Cp with temperature (Fig. 3d), where similar phenomena were also reported in Ag2S 

[25] and AgCrSe2 [26]. Anharmonic phonons usually lead to increasing specific heat with 

increasing temperature although theoretically they can also reduce the specific heat [27,28]. In 

the other extreme, many liquids have shown a reducing specific heat as a function of increasing 

temperature [29-31]. The random distribution of Cu in β-phase Cu2Se among several sites along 

<111> direction could also be considered as a partial melting of Cu atoms, similar to the reported 

“molten sublattice” in other superionic conductors [32].  Thus it is reasonable to attribute the 

decreasing specific heat to the increasing anharmonicity in the Cu-Se bonds due to increased 

random motion of the Cu atoms at high temperature. It is also the reason for the low total and 

lattice thermal conductivities (Fig. 3e) in the β-phase Cu2Se sample.  

            From the Archimedes’ method we found that the volumetric densities of all the β-phase 

Cu2Se samples are similar at ~6.8 g cm-3, close to the theoretical value of 6.9~7.0 g cm-3, and the 

SEM study also showed that their typical grain sizes are all in the range of 1~3 µm (Fig. 2c), 

which are the reasons for their similar thermoelectric properties regardless the hot pressing 

temperature. Different from other techniques [3,4] utilizing nano-inclusions or nano-grains, the 

good thermoelectric properties of the β-phase Cu2Se sample mainly relies on its own intrinsic 

structure features. 

5. Conclusions 
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In conclusion, low lattice thermal conductivity of 0.4-0.5 W m-1 K-1 from room temperature to 

700 °C was obtained in β-phase Cu2Se polycrystals due to a unique combination of 

monoatomically ordered Se layer and disordered Cu layer in their crystal structure. The increased 

random motion of Cu atoms results in a slightly decreasing Cp values at above 200 °C. A phase 

transition from a tetragonal α-phase to the FCC β-phase was indicated at around 140 °C in the 

plots of their thermoelectric transport properties, which was also confirmed by our XRD and 

HRTEM study at different temperatures. Finally, ZT values of ~1.6 in Cu2Se and Cu2Se1.01 were 

achieved in our study, which competes well with other medium temperature thermoelectric 

materials.  

Acknowledgements 

This work is supported by “Solid State Solar-Thermal Energy Conversion Center (S3TEC)”, an 

Energy Frontier Research Center funded by the U. S. Department of Energy, Office of Science, 

Office of Basic Energy Science under award number DE-SC0001299 (G. C. and Z. F. R.). 

 

References: 

[1] M.S. Dresselhaus, G. Chen, M.Y. Tang, R.G. Yang, H. Lee, D.Z. Wang, Z.F. Ren, J.-P. 

Fleurial, P. Gogna, New directions for low-dimensional thermoelectric materials, Adv. 

Mater. 19 (2007) 1043-1053. 

[2] B. Poudel, Q. Hao, Y. Ma, Y.C. Lan, A. Minnich, B. Yu, X. Yan, D.Z. Wang, A. Muto, 

D. Vashaee, X.Y. Chen, J.M. Liu, M.S. Dresselhaus, G. Chen, Z.F. Ren, High-



10 
 
 

Thermoelectric performance of nanostructured bismuth antimony telluride bulk alloys, 

Science 320 (2008) 634-638. 

[3] C.J. Vineis, A. Shakouri, A. Majumdar, M.G. Kanatzidis, Nanostructured 

thermoelectrics: big efficiency gains from small features, Adv. Mater. 22 (2010) 3970-3980. 

[4] W.S. Liu, X. Yan, G. Chen, Z.F. Ren, Recent advances in thermoelectric 

nanocomposites, Nano Energy 1 (2012) 42-56. 

[5] G.A. Slack, New materials and performance limits for thermoelectric cooling, in: D.M. 

Rowe (Eds.), CRC Handbook of Thermoelectrics, CRC Press, Boca Raton, 1995, pp. 407-

440. 

[6] B.C. Sales, D. Mandrus, R.K. Williams, Filled skutterudite antimonides: a new class of 

thermoelectric materials, Science 272 (1996) 1325-1328. 

[7] G.S. Nolas, J.L. Cohn, G.A. Slack, S.B. Schujman, Semiconducting Ge clathrates: 

promising candidates for thermoelectric applications, Appl. Phys. Lett. 73 (1998) 178-180. 

[8] G.J. Snyder, E.S. Toberer, Complex thermoelectric materials, Nat. Mater. 7 (2008) 105-

114. 

[9] R. Venkatasubramanian, E. Siivola, T. Colpitts, B. O’Quinn, Thin-film thermoelectric 

devices with high room-temperature figures of merit, Nature 413 (2001) 597-602. 

[10] T.C. Harman, P.J. Taylor, M.P. Walsh, B.E. LaForge, Quantum dot superlattice 

thermoelectric materials and devices, Science 297 (2002) 2229-2232. 

[11] K. Fujita, T. Mochida, K. Nakamura, High-temperature thermoelectric properties of 

NaxCoO2-δ single crystals, Jpn. J. Appl. Phys. 40 (2001) 4644-4647. 

[12] K. Koumoto, I. Terasaki, R. Funahashi, Complex oxide materials for potential 

thermoelectric applications, MRS Bulletin 31 (2006) 206-210 . 



11 
 
 

[13] G. Chen, Size and interface effects on thermal conductivity of superlattices and periodic 

thin-film structures, J. Heat Transfer 119 (1997) 220-229. 

[14] G. Chen, Thermal conductivity and ballistic-phonon transport in the cross-plane 

direction of superlattices, Phys. Rev. B 57 (1998) 14958-14973. 

[15] J.S. Rhyee,  K.H. Lee, S.M. Lee, E. Cho, S.I. Kim, E. Lee, Y.S. Kwon, J.H. Shim, G. 

Koliar, Peierls distortion as a route to high thermoelectric performance in In4Se3-δ crystals, 

Nature 459 (2009) 965-968. 

[16] K. Yamamoto, S. Kashida, X-ray study of the average structures of Cu2Se and Cu1.8S in the 

room temperature and the high temperature phases, J. Solid State Chem. 93 (1991) 202-211. 

[17] R.A. Yakshibayev, R.F. Almukhametov, M.Kh. Balapanov, Ionic conductivity and 

chemical diffusion in Ag2Se-Cu2Se mixed conductor compounds, Solid State Ionics 31 

(1989) 247-251. 

[18] F.A. Karamov, Superionic Conductors: Heterostructures and Elements of Functional 

Electronics Based on Them, Cambridge International Science Publishing, Cambridge, UK, 

2008. 

[19] X. Shi, J. Yang, J.R. Salvador, M.F. Chi, J.Y. Cho, H. Wang, S.Q. Bai, J.H. Yang, W.Q. 

Zhang, L.D. Chen, Multiple-filled skutterudites: high thermoelectric figure of merit 

through separately optimizing electrical and thermal transports, J. Am. Chem. Soc. 133 

(2011) 7837-7846. 

[20] K.F. Hsu, S. Loo, F. Guo, W. Chen, J.S. Dyck, C. Uher, T. Hogan, E.K. Polychroniadis, 

M.G. Kanatzidis, Cubic AgPbmSbTe2+m: bulk thermoelectric materials with high figure of 

merit, Science 303 (2004) 818-821. 



12 
 
 

[21] J.P. Heremans, V. Jovovic, E.S. Toberer, A. Saramat, K. Kurosaki, A. Charoenphakdee, 

S. Yamanaka, G.J. Snyder, Enhancement of thermoelectric efficiency in PbTe by distortion 

of the electronic density of states, Science 321 (2008) 554-557. 

[22] Y.Z. Pei, X.Y. Shi, A. LaLonde, H. Wang, L.D. Chen, G.J. Snyder, Convergence of 

electronic bands for high performance bulk thermoelectrics, Nature 473 (2011) 66-69. 

[23] G.J. Snyder, M. Christensen, E. Nishibori, T. Caillat, B.B. Iversen, Disordered zinc in 

Zn4Sb3 with phonon-glass and electron-crystal thermoelectric properties. Nat. Mater. 3 

(2004) 458-463. 

[24] A. Tari, The Specific Heat of Matter at Low Temperatures, Imperial College Press, 

London, UK, 2003. 

[25] F. Grønvold, E.F. Westrum Jr., Silver(I) sulfide: Ag2S heat capacity from 5 to 1000 K, 

thermodynamic properties, and transitions. J. Chem. Thermodyn. 18 (1986) 381-401. 

[26] F. Gascoin, A. Maignan, Order-disorder transition in AgCrSe2: a new route to efficient 

thermoelectrics. Chem. Mater. 23 (2011) 2510-2513. 

[27] A.A. Maradudin, P.A. Flinn, R.A. Coldwell-Horsfall, Anharmonic contributions to 

vibrational thermodynamic properties of solids: Part II. The high temperature limit. Ann. 

Phys. 15 (1961) 360-386. 

[28] A.J. Leadbetter, Anharmonic effects in the thermodynamic properties of solids II. 

Analysis of data for lead and aluminum. J. Phys. C 1 (1968) 1489-1504. 

[29] A.R. Dexter, A.J. Matheson, Temperature dependence of heat capacity and viscosity of 

non-associated liquids. Trans. Faraday Soc. 64 (1968) 2632-2638. 

[30] G. Grimvall, The heat capacity of liquid metals. Phys. Scr. 11 (1975) 381-382. 



13 
 
 

[31] K. Trachenko, Heat capacity of liquids: an approach from the solid phase. Phys. Rev. B 

78 (2008) 104201. 

[32] S. Hull, Superionics: crystal structures and conduction processes. Rep. Prog. Phys. 67 

(2004) 1233-1314. 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 



14 
 
 

Figure Captions: 

Figure 1  Crystal structure of cubic β-phase Cu2Se. (a) View of (111) plane. (b) FCC unit cell 

with proposed possible Cu distribution at (0.25, 0.25, 0.25), (0.315, 0.315, 0.315), and (0.5, 0.5, 

0.5) along <111> direction. (c) Room temperature XRD patterns of Cu2Se nanopowders and bulk 

samples hot pressed at 400 °C (HP400 bulk), 500 °C (HP500 bulk), 600 °C (HP600 bulk), and 

700 °C (HP700 bulk). (d) Temperature dependent XRD patterns of hot pressed (700 °C) Cu2Se 

bulk samples measured at 25, 200, 400, and 600 °C.  

Figure 2  Microstrucre images of as-prepared (pressed at 700 °C) Cu2Se1.01 sample. (a) and (b) 

HRTEM images at room temperature, and 200 °C, respectively. (c) Typical SEM image taken 

from the same sample to show the grain size. 

Figure 3  Temperature dependent thermoelectric properties of Cu2Se1.01 bulk samples prepared 

with different hot pressing temperatures. (a) Electrical resistivity. (b) Seebeck coefficient. (c) 

Power factor. (d) Specific heat (Cp), and thermal diffusivity (HP700 bulk). (e) Total thermal 

conductivity (filled symbols) and lattice thermal conductivity (open symbols). (f) Figure-of-merit, 

ZT.  

Figure 4  Temperature dependent thermoelectric properties of Cu2Se1+x with varying selenium 

content. (a) Electrical resistivity. (b) Seebeck coefficient. (c) Power factor. (d) Thermal 

conductivity. (e) Lattice thermal conductivity. (f) Figure-of-merit, ZT.  
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Figure 1. B. Yu et al. 
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Figure 2. B. Yu et al. 
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Figure 3. B. Yu et al. 
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Figure 4. B. Yu et al. 
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Research Highlights: 

 β-phase Cu2Se with a combination of ordered and disordered layers in its unit cell was studied. 

 The natural superlattice like structure promises to achieve low lattice thermal conductivity. 

 Increased random motion of disordered Cu atoms at high temperature results in reducing Cp 

values.  

 High thermoelectric figure-of-merit (ZT) values of ~1.6 at 700 °C were obtained. 

 

 


