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Abstract

:

Proper inclusion of van der Waals interactions (vdW) in ab initio calculations based on the density functional theory (DFT) is crucial to describe soft, organic, layered solids such as κ-(BEDT-TTF)2X. Since no consensus has been reached on the reliability of available vdW DFT functionals, most of the first principles calculations have been based on experimental crystal structure data without any structural optimization. Here, we explore optimal DFT-based schemes that account for the effects of vdW interactions on the structural and electronic band properties of three paradigmatic charge transfer salts, κ-(BEDT-TTF)2Cu2(CN)3, κ-(BEDT-TTF)2Ag2(CN)3, and κ-(BEDT-TTF)2Cu[N(CN)2]Cl, for which a unified optimization of the structure is possible. Detailed examination of the prototype test system κ-(BEDT-TTF)2Cu[N(CN)2]Cl shows that the optB88-vdW functional performs slightly better than the PBE-vdW and that the choice of pseudopotentials is critical to obtaining realistic results.
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1. Introduction


In the past two decades, layered solids κ-(BEDT-TTF)2X (X = Cu2(CN)3, Ag2(CN)3, and Cu[N(CN)2]Cl), based on the organic molecule bis(ethylenedithio)tetrathiafulvalene (abbreviated as BEDT-TTF), have attracted unprecedented scientific attention worldwide. These materials are charge-transfer salts formed by assembling of two components, the conducting BEDT-TTF layers (electron donors) separated by the non-conducting anion (X) layers (electron acceptors), as illustrated in Figure 1. In conducting layers, the BEDT-TTF molecules form face-to-face pairs (dimers) arranged on anisotropic triangular lattices. According to stoichiometry, half of an electron per BEDT-TTF molecule is transferred to the anion in each compound.



The major interest in the physics and chemistry of these very complex compounds stems from the fact that they exhibit large ionicity due to the well-defined anions and organic cations [1,2], ferroelectric-like [3] and relaxor effects [4] despite the extremely small charge rearrangement [5,6,7,8], quantum spin liquid (QSL) behavior, and antiferromagnetic (AF) and Mott insulator properties [9,10,11], which in turn strongly affect their electronic, optical, and dynamical characteristics [12,13,14]. Under moderate pressures, κ-(BEDT-TTF)2X systems exhibit unconventional superconductivity at relatively high critical temperatures TSC≈ 12.8 K. The proximity of superconductivity to AF and QSL states and the layered structure of these organic solids indicates important similarities with high-Tc cuprates [15].



Over the past five years, we have carried out a number of comparative experimental and theoretical studies of the structural, optical, electronic, and dynamical properties of charge transfer salts κ-(BEDT-TTF)2Cu2(CN)3, κ-(BEDT-TTF)2Ag2(CN)3, and κ-(BEDT-TTF)2Cu[N(CN)2]Cl (in this paper abbreviated as κ-CuCN, κ-AgCN, and κ-Cl) [4,7,16,17,18] and β′-EtMe3Sb[Pd(dmit)2]2 (abbreviated as EtMe3Sb) [19]. A particularly intriguing aspect of these compounds is an interplay between the chemical and van der Waals (vdW) bonding in the determination of their crystal and electronic structure and the ensuing dynamical properties. Notably, while anions and organic cations are bound also via hydrogen bonds, the non-local vdW interactions are expected to contribute to interdimer interactions within the conducting planes, as well as to the total cohesion energy of these organic solids. Despite a tacit consent on the importance of vdW interactions, the previous density functional theory (DFT) studies of these systems undertaken by the other authors have not explicitly taken into account the vdW interactions but rather used standard semilocal functionals [8,20,21]. Koretsune and Hotta [22] were the first to show to what extent the optimized values of these DFT calculations deviate from the experimental ones and demonstrated that even small structural changes of several percents invalidate the estimates of realistic values of the model parameters. Being aware of the relevance of vdW interactions, these authors performed DFT calculations by relaxing atomic positions only, while the unit cell parameters based on crystallographic data obtained in X-ray diffraction experiments were kept fixed. The obtained results of the electronic band structure were claimed to be basically similar to each other, the small differences probably being due to disparate refinements applied in the analysis of the κ-CuCN and κ-AgCN crystallographic data arising from the two possible orientations of the anionic cyanides.



Interpretations of the results of our sequential measurements of the various properties of κ-CuCN, κ-AgCN, κ-Cl, and EtMe3Sb compounds have been supported by extensive DFT-based calculations of their crystal, electronic, and vibrational structure using, for the first time, the functionals with non-local vdW interactions included [4,7,17,19]. We have elaborated impacts of the interplay of vdW interactions and cation–anion coupling on the electronic structure and charge redistributions in these systems, proposed interpretations, and drawn conclusions on the important role of vdW forces in the studied systems. Since there had not been prior DFT studies including vdW within the layered organic charge transfer solids community, we have resorted to the most standard non-local vdW functionals widely used and permanently upgraded in the treatment of systems with reduced dimensionality such as solid surfaces, surface layers, and graphene. The development, and in particular, the adoption of non-local functionals has been rather slow because the semi-empirical vdW corrections added to the standard semi-local density functionals [23,24] used in the density functional description of molecular structures and layered crystals seemed quite satisfactory since they lead to rather realistic predictions of lattice parameters [25,26]. However, as we have elaborated in [27], these approaches have fundamental limitations that are not present in vdW functionals. Significant testing of the vdW-DF functional was undertaken in [27,28,29,30,31,32], where the improvement of DFT calculations using vdW-DF [33] in comparison to GGA calculations (which were considered state of the art at the time) was proven. Since in the course of our studies [4,7,17,19], the available state-of-the-art algorithms have continuously been upgraded, the role of vdW interactions in the considered systems has not been treated on a fully unified footing. To remedy this shortcoming of the previous calculations and the possible ambiguities arising thereof, we present in this work a unified assessment of the effects of vdW forces on the structural and electronic properties of the paradigmatic charge transfer compounds κ-(BEDT-TTF)2X, X = Cu2(CN)3, and Ag2(CN)3 and Cu[N(CN)2]Cl, and discuss the obtained results in relation to the ones obtained earlier.




2. vdW Interactions and Structural Properties


In this section, we investigate the formation and structure of unit cells of κ-CuCN, κ-AgCN, and κ-Cl as calculated with and without the inclusion of vdW interactions among the cell constituents. Throughout the present calculations, the experimental crystal structure obtained from X-ray diffraction measurements of κ-CuCN, κ-AgCN, and κ-Cl at 100 K, 150 K, and 100 K, respectively, was used for the input unrelaxed atomic coordinates [7,17,34]. Two types of DFT functionals were employed in the derivation of the corresponding structures, viz. the standard semilocal PBE functional and the nonlocal vdW-DF functional. Each structure was relaxed (for computational details, see Section 5) to allow for the change of volume and shape of the unit cell together with the atomic positions. Specific structure parametrizations for the three studied systems are summarized below:




	
κ-CuCN: For this system, the point of departure are the X-ray structural data at 100 K [17], which have been solved in P21/c symmetry and reduced to P1, which turned out to be the relaxed structure of lowest energy.



	
κ-AgCN: In this compound, the electronic structure DFT calculations are based on the X-ray data taken at 150 K [7], solved in P21/c symmetry, and reduced to P1. Here, the higher symmetry group P21 is found to be the relaxed structure of lowest energy.



	
κ-Cl: In this third example, the crystal structure based on the data at 100 K [34] was solved in Pnma symmetry, reduced to P1, and the relaxed structure with Pnma symmetry corresponding to the experimental one was regained.








This section is divided in two subsections. In the first, we present the results obtained for three different systems, κ-CuCN, κ-AgCN, and κ-Cl, using the same DFT functionals and pseudopotentials (for details see Section 5). In the second, we compare the results for the κ-Cl system obtained from calculations that use different vdW functionals and pseudopotentials.



2.1. κ-CuCN, κ-AgCN, and κ-Cl


2.1.1. vdW Interactions Absent


We first studied all three systems, κ-CuCN, κ-AgCN, and κ-Cl, in the absence of vdW interactions. Energies and structure were determined from DFT calculations using the PBE functional [35]. As for the pseudopotentials, which replace the core orbitals, they were the same for the common atoms in the three systems, viz. C, S,H, N, Cupv for the system κ-CuCN; C,S,H, N, Ag for the system κ-AgCN; and C,S,H, N, Cupv, Cl for the system κ-Cl.



The calculations yielded the volume of the unit cell enhanced by 9.7%, 14.1%, and 15.3%, respectively, relative to the experimental ones (see Table 1). Here, we find different effects on the unit cell parameters: for κ-CuCN the most affected parameter was the one pointing out of plane (see Table 1 in [4]), while for the κ-AgCN system, all three cell parameters were similarly affected (see Table 2 in [4]). Finally, for κ-Cl, we find the in-plane parameter to be most affected (see Section 2.2.).




2.1.2. vdW Interactions Included


The inclusion of vdW interactions for all three systems, κ-CuCN, κ-AgCN, and κ-Cl, was implemented through the nonlocal van der Waals density functional PBE-vdW incorporating PBE for exchange [35] and correlation from [33]. The same pseudopotentials as in Section 2.1.1 were used. The obtained results are summarized in Table 1. It is evident that the inclusion of vdW interactions gives results for the unit cell size much closer to the experimental values. We note that the effects of vibrations on the computed geometry may be considered small since the thermal effect on the experimental volumes measured at higher temperatures is lower than 1% [11,21]. The parameters of the optimized and experimental structures are presented in Tables 1 and 2 of [4].





2.2. κ-Cl


In this subsection, we present the analysis of the κ-Cl system by carrying out calculations with the vdW functionals and pseudopotentials different from those used in Section 2.1.2. Again, we use for reference the energies and structure of the κ-Cl system in the absence of vdW interactions as determined previously by employing the PBE functional. On the other hand, we revisit the role of vdW interactions through the implementation of the optB88-vdW functional incorporating optB88 for exchange [36] and correlation from [30,33,37]. The same pseudoptentials for S, H, N, and Cl as in the previous section were used. However, this time we varied the pseudopotentials for carbon and copper atoms since we did not know a priori which chemical situation would materialize in our systems.



The obtained results are presented in Table 2. The results closest to the experimental values were obtained with C, Cupv. Here, a very good agreement with the measured value of the unit cell volume was achieved, the deviation being only −0.48%. However, as we explained above, the found deviation could be slightly larger since the vibrational effects, here lower than 1%, have not been taken into account [11,21]. On the other hand, the choice of C, Cu pseudopotentials seems to be less favorable since it diminishes (choice (2)) or completely overwhelms (choice (3)) the role of vdW forces. This result indicates that the core orbitals, despite their presumably small overlap, cannot be neglected in the calculations. The parameters of the optimized structures for choice (1) and (2) of the pseudopotentials are presented in Table 3 and Table 4, while the parameters for choice (3) are given in Table 3 of [4].




2.3. Discussion


Inspection of the presented results confirms the findings from our previous studies [4,7,17], showing the significant role of nonlocal vdW interactions in these ionically cation–anion bonded solids. Results of the work suggest that the optimal choice of the vdW functional for studying the structure of κ-CuCN, κ-AgCN, and κ-Cl would be optB88-vdW. Likewise, we find the optimal choice of pseudopotentials for carbon and copper to be Ch and Cupv. In fact, it turns out that this combination is crucial. These conclusions are drawn from the computed relaxed volumes closest to the experimental ones and the undesired, but expected, trends of large volume enhancements in the absence of vdW forces.



The role of pseudopotentials in the calculations without vdW is nicely revealed in our studies of the κ-Cl system using the same DFT functional for correlation and exchange in the absence of vdW, i.e., PBE, while varying the pseudopotentials for copper and carbon (Table 2, choices (1), (2), and (3)). We find the largest increase of volume (about 15%) relative to the experimental one with C and Cupv pseudopotentials (Table 2, choice (1)). Interestingly enough, the least satisfactory choice of pseudopotential for copper is Cu because it deceptively substitutes the role of vdW forces (Table 2, choice (3)). This corrects our previous statement on the irrelevance of vdW in κ-Cl (see Table 3 in [4]). Note that its unrealistic influence is partly reduced by the use of Ch instead of the C pseudopotential for carbon (Table 2, choice (2)).



In the following, we address possible reasons for the different performance of the used pseudopotentials [38]. The first important result is that Cupv performs better than the Cu pseudopotential. While the Cu pseudopotential is constructed with 11 valence electrons (the remaining ones are closed in core orbitals and as such cannot participate in chemical bonds), the Cupv means that the p-shell has also been included, making altogether 17 valence electrons. Such a pseudopotential is required when the role of deeper p-shells is expected in chemical bonding. However, the result that Cupv performs better than he Cu pseudopotential does not necessarily indicate the important role of p-electrons [39]. The second result that the Ch pseudopotential performs better than the C one may indicate that dimers with short bonds are present in the κ-Cl compound. Indeed, the BEDT-TTF molecule contains three C=C double bonds, two outer ring C=C, and one central C=C bond (see Figure 1). Thus, we conclude that the choice of Ch instead of the C pseudopotential may appear to be more relevant for κ-CuCN and κ-AgCN as well.



We reiterate that the change of correlation in going from the PBE to the PBE-vdW functional yields volumes enhanced by about 2.5% relative to the measured values for all three systems studied, viz. κ-CuCN, κ-AgCN, and κ-Cl (Table 1). This is somewhat different from the value of −0.48% obtained with optB88-vdW with the same choice of pseudopotentials Cupv and C in all three cases, which yields the unit cell size for κ-Cl closest to the experiment (see Table 1 and Table 2, choice (1) for κ-Cl). The result that optB88-vdW performs better than PBE-vdW indicates that the former functional, which is less repulsive at short distances, is better adapted for the studied systems than the latter. Our conclusion is based on the study of graphene on Ni(111) [36], which showed that strong repulsion present in PBE-vdW can be alleviated by another choice of DFT-vdW functional such as optB88-vdW. Namely, this work showed that while vdW-DF and vdW-DF2 functionals still result in nonbonding behavior in the vicinity of the surface, the opt-vdW functionals recently developed by Klimes and Michaelides [30] lead to improved binding at short distances.



What remains to be understood is why the cell parameters change unevenly in different systems when vdW forces are not included. Since a significant role of the vdW binding contribution is expected in the effective interdimer interactions, the changes obtained for κ-Cl seem to be the most reasonable ones as they are observed along the direction that separates organic dimers. On the other hand, the changes obtained for κ-CuCN are more difficult to understand because they take place along the direction that separates ionic and organic layers. The latter result might be due to the ethylene-end groups of BEDT-TTF molecules, which are not yet fully ordered at 100 K, since for κ-CuCN at low temperatures, the most affected parameters were found to be the in-plane parameters, as we would expect [22].





3. vdW Interactions and Electronic Band Structure


Identification of the optimal state-of-the-art functionals for implementation of vdW interactions in the studies of structural properties of κ-CuCN, κ-AgCN, and κ-Cl charge transfer salts presented in the previous section also enables a unified determination of the analogously optimal DFT-generated electronic band structure of these compounds. To this end, we allowed for full relaxation of the unit cell (with vdW) before performing band structure calculations. This step is crucial for the electronic band structure calculations since the inclusion of vdW interaction influences the system mostly through the total energy and ground state geometry [27]. The calculations for κ-CuCN, κ-AgCN, and κ-Cl were performed using the same PBE-vdW functional as used in the calculations of unit cell parameters (Section 2), while for κ-Cl, they were supplemented by the ones using the optB88-vdW functional (Table 2, choice (1)). The obtained results are illustrated in Figure 2, Figure 3, Figure 4 and Figure 5.



In Figure 2 and Figure 3, we followed the standard MLC path commonly employed with the monoclinic space group [40]. The high symmetry points are identified as follows: Y corresponds to the a*-axis, X to the c*-axis, and Z to the b*-axis, while A corresponds to the diagonal in the (b*, c*) plane. On the other hand, in Figure 4 and Figure 5, we followed the standard ORC path commonly employed with the monoclinic space group [40]. The high symmetry points are identified as follows: X corresponds to the a*-axis, Z to the c*-axis, and Y to the b*-axis, while U corresponds to the diagonal in the (a*, c*) plane.



We first note that the general properties of the obtained band structures, in particular their shape, are similar to the ones obtained earlier in the calculations using standard DFT functionals without vdW forces and based on the X-ray data refined in different space groups and with fixed experimental unit cell parameters. The earlier DFT calculations were performed for the κ-CuCN and κ-Cl systems [8,20,21,22], while only the extended Hüeckel calculations for κ-AgCN have been reported [11]. The band structure of these systems consists of an anti-bonding combination of the highest occupied molecular orbitals (HOMO) of the BEDT-TTF dimers crossing the Fermi level (FL) (two in κ-CuCN and κ-AgCN and four in κ-Cl) and the bonding combination below the FL (two in κ-CuCN and κ-AgCN and four in κ-Cl). The two bands in κ-CuCN and κ-AgCN are fully degenerate along the C–E–M1–A–X and Z–D–M/Z–A/D lines. Note that A–X and Z–D lines correspond to M–Z and Y–M lines in the path used in the calculations of κ-CuCN [8,20]. More importantly, the degeneracy is found as in other calculations despite the different space group symmetries related to two possible orientations of the anionic cyanides: P1 (this work), P1¯[8], and Pc [20].



Table 5 summarizes our antibonding bandwidth results together with the results obtained by other authors using either the standard DFT functionals without vdW forces or the extended Hüeckel method.



Comparing the results from our fully self-consistent approach using the vdW DFT functional with the results obtained by standard DFT functional [8,11,20,21,22] in which the absence of vdW is neglected and their omission ad hoc compensated by fixing the unit cell parameters, we find slight deviations in dispersion for all three systems κ-CuCN, κ-AgCN, and κ-Cl: the band shape around the Fermi level is preserved, but the width and details of lower-lying bands are different. In particular, we note that the shape of the bands below the FL and originating from the anions is slightly different, and these bands are located either closer to (κ-CuCN) or more below the FL (κ-AgCN) than in the band structures previously obtained in the DFT calculations without inclusion vdW forces. We also note that for κ-AgCN, we find smaller bandwidths of both the antibonding and bonding bands than in the work based on the extended Hückel calculations [11].



Lastly, the most relevant and direct comparison between the two types of calculations (with and without vdW) can be made in the case of κ-Cl (see Table 6) because of the absence of orientational ambiguities of the anionic cyanides otherwise present in κ-CuCN and κ-AgCN. Importantly, for κ-Cl we find a larger bandwidth of antibonding bands crossing the FL than in the DFT calculations without vdW forces, the deviation being more pronounced for the optimal choice of the optB88-vdW functional than for the PBE-vdW one. On the other hand, bonding bands below the FL obtained in calculations using either PBE-vdW or optB88-vdW exhibit rather similar width when compared to the band structure results from [20]. However, in the latter calculations without vdW, the bonding bands as well as anionic bands are located closer to the FL than found in our DFT calculations with vdW. Specifically, our calculations show that the bonding bands and anionic bands are located further below the FL when the optimal vdW functional (optB88-vdW) instead of the PBE-vdW functional is used.




4. Charge Transfer


Electron (Ne) and hole (Nh) occupations per unit cell (u.c.) were calculated by integrating the density of states of charge transfer bands, viz. the two upper HOMO bands for κ-CuCN and κ-AgCN and four bands for κ-Cl, respectively (see calculated band structures in Figure 2, Figure 3 and Figure 4). From this, we obtain the values presented in Table 7.



In κ-AgCN and κ-Cl, the full charge transfer from BEDT-TTF molecular to anionic subsystem takes place, in accord with stechiometric expectations. By contrast, in κ-CuCN, the charge transfer is incomplete due to the stronger effect of Cu d-orbitals than in κ-AgCN. For the κ-Cl system, we present only the hole occupation per u.c. because the BEDT-TTF band states below the FL are strongly hybridized with anionic Cu states (see Figure 4), which precludes clear identification of the charge transfer. If, by contrast, the optB88-vdW functional is used instead of the PBE-vdW, the resulting BEDT-TTF and Cu-anionic-derived band states do not overlap around the Γ point anymore (cf. Figure 5), and an electron occupation of 4 per u.c. is retrieved here as well.




5. Materials and Methods


First-principles calculations of the electronic structure were carried out in the framework of density functional theory as implemented in the VASP code (VASP version 5.4.1.) [41,42] using the projector augmented-wave method [41,42,43,44,45,46]. Several pseudopotentials were used, as described in [38]. To fulfill the convergence requirements for the plane wave codes, the expansion in the plane waves was consistently performed with the highest cutoff energy of 700 eV. The k-grid was fully converged, which was checked through the energy convergence. The Brillouin zone was sampled by a 2×1×3 Monkhorst–Pack choice of k-points [47]. We have used the semilocal functional PBE [35] and the two kinds of self-consistently implemented nonlocal van der Waals density functionals. The first vdW-DF functional was PBE-vdW, including PBE for exchange [35] and correlation from [33]. The second vdW-DF functional was optB88-vdW, including optB88 for exchange [36] and correlation from [30,33,37].



For the input atomic coordinates, the experimental structure previously obtained by X-ray diffraction measurements was used [7,17,34]. The structure was optimized allowing for a change of volume and shape of the unit cell together with atomic positions within, until the forces on atoms dropped below 1 meV/Å.




6. Conclusions


In this communication, we have analyzed the performance of several DFT-based schemes for treating the effects of vdW interactions on the structural and electronic band properties of layered organic charge transfer salts κ-CuCN, κ-AgCN, and κ-Cl. We showed that in addition to ionic bonding between molecular cations and ionic anions, weak vdW interdimer interactions resulting from dynamical correlations between BEDT-TTF molecular pairs play an important role in the determination of their structural, and thereby their electronic, properties.



We have identified the optimal choice of the vdW-DF functional and pseudopotentials for achieving the computed relaxed volumes closest to the experimental ones. By contrast, the DFT calculations that do not take into account the vdW interactions produce large volume enhancements at the level of 10–15%. We also found that the shape of bands straddling the Fermi level is preserved in all cases, but their bandwidth as well as the structural details of low-lying bands differ when compared to the calculations in which the vdW interactions are neglected and their omission ad hoc compensated by fixing the unit cell parameters.



The question remains whether the optimizations using the available vdW-DF functionals could also satisfactorily account for the different aspects of physics and chemistry of these complex systems. Strong local electron correlations and hydrogen bonding represent important phenomena responsible for the stabilization of diverse electronic phases of the above studied systems [48,49]. Detailed theoretical analysis of these aspects of the electronic structure poses a challenge for future work.
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Figure 1. The crystal structure of three layered organic charge-transfer salts κ-(BEDT-TTF)2X (X = Cu2(CN)3, Ag2(CN)3, and Cu[N(CN)2]Cl). Carbon, sulfur, and hydrogen atoms of the bis(ethylenedithio)tetrathiafulvalene [CH2)2]2C6S8 (BEDT-TTF) molecule are denoted in dark gray, yellow, and light gray, respectively. In the anion (X) network, chlorine, cooper, silver, carbon, and nitrogen are denoted in green, red, pink, dark grey, and violet, respectively. The lines mark the unit cell. Left panel: The unit cell of κ-CuCN contains 4 BEDT-TTF molecules and 2 Cu2(CN)3 anions. Middle panel: The unit cell of κ-AgCN contains 4 BEDT-TTF molecules and 2 Ag2(CN)3 anions. Right panel: The unit cell of κ-Cl contains 8 BEDT-TTF molecules and 4 Cu[N(CN)2]Cl anions. 






Figure 1. The crystal structure of three layered organic charge-transfer salts κ-(BEDT-TTF)2X (X = Cu2(CN)3, Ag2(CN)3, and Cu[N(CN)2]Cl). Carbon, sulfur, and hydrogen atoms of the bis(ethylenedithio)tetrathiafulvalene [CH2)2]2C6S8 (BEDT-TTF) molecule are denoted in dark gray, yellow, and light gray, respectively. In the anion (X) network, chlorine, cooper, silver, carbon, and nitrogen are denoted in green, red, pink, dark grey, and violet, respectively. The lines mark the unit cell. Left panel: The unit cell of κ-CuCN contains 4 BEDT-TTF molecules and 2 Cu2(CN)3 anions. Middle panel: The unit cell of κ-AgCN contains 4 BEDT-TTF molecules and 2 Ag2(CN)3 anions. Right panel: The unit cell of κ-Cl contains 8 BEDT-TTF molecules and 4 Cu[N(CN)2]Cl anions.
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Figure 2. The band structure of κ-CuCN obtained by using PBE-vdW and the pseudopotentials C, Cupv. Γ = (0,0,0); X = (0,0,1/2); Y = (1/2,0,0), Z = (0,1/2,0) in the units of reciprocal lattice vectors. 
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Figure 3. The band structure of κ-AgCN obtained by using PBE-vdW and the pseudopotentials C, Ag. Γ = (0,0,0); X = (0,0,1/2); Y = (1/2,0,0), Z = (0,1/2,0) in the units of reciprocal lattice vectors. 
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Figure 4. The band structure of κ-Cl obtained by using PBE-vdW and the pseudopotentials C, Cupv. Γ = (0,0,0); X = (1/2,0,0); Y = (0,1/2,0), Z = (0,0,1/2) in the units of reciprocal lattice vectors. 
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Figure 5. The band structure of κ-Cl obtained by using optB88-vdW and the pseudopotentials C, Cupv. Γ = (0,0,0); X = (1/2,0,0); Y = (0,1/2,0), Z = (0,0,1/2) in the units of reciprocal lattice vectors. 
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Table 1. Unit cell volume enhancement (in %), defined as relative deviation from the experimental value, of κ-CuCN, κ-AgCN, and κ-Cl, obtained from ab initio calculations without van der Waals (vdW, based on PBE functional) and with vdW (based on the PBE-vdW functional). Pseudopotentials used for each system are indicated.
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	System
	κ-CuCN
	κ-AgCN
	κ-Cl





	Pseudopotentials
	C, Cupv
	C, Ag
	C, Cupv



	Method: without vdW (PBE)
	
	
	



	u.c.volume enhancement (%)
	9.7
	14.1
	15.3



	Method: with vdW (PBE-vdW)
	
	
	



	u.c.volume enhancement (%)
	2.8
	2.8
	2.6
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Table 2. Unit cell volume enhancement (in %), defined as relative deviation from the experimental value, of κ-Cl obtained from ab initio calculations without vdW (based on the PBE functional) and with vdW (based on the optB88-vdW functional), using a different set of pseudopotentials denoted as choices (1), (2), and (3).






Table 2. Unit cell volume enhancement (in %), defined as relative deviation from the experimental value, of κ-Cl obtained from ab initio calculations without vdW (based on the PBE functional) and with vdW (based on the optB88-vdW functional), using a different set of pseudopotentials denoted as choices (1), (2), and (3).











	Systems
	κ-Cl
	κ-Cl
	κ-Cl





	Pseudopotentials
	C, Cupv
	Ch, Cu
	C, Cu



	Choice
	(1)
	(2)
	(3)



	Method: without vdW (PBE)
	
	
	



	u.c.volume enhancement (%)
	15.3
	7.0
	1.4



	Method: vdW (optB88-vdW)
	
	
	



	u.c.volume enhancement (%)
	−0.48
	−0.2
	−2.7
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Table 3. Unit cell parameters of κ-Cl obtained from X-ray diffraction measurements at 100 K (left column), ab initio calculations based on the PBE functional (central column) and on the optB88-vdW functional (right column). In both types of calculations, the pseudopotentials denoted as choice (1) were used. Relative deviations from experimental values are given in parentheses.
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	Unit Cell Parameters
	Exp
	Calc:PBE
	Calc:optB88-vdW





	a
	12.885200 Å
	13.2979 Å (+3.2%)
	12.9192 Å (+0.3%)



	b
	29.575899 Å
	30.3005 Å (+2.5%)
	29.6463 Å (+0.24%)



	c
	8.416100 Å
	9.17607 Å (+9.0%)
	8.33348 Å (−0.98%)



	α
	90.000000∘
	90.0000∘
	90.0000∘



	β
	90.000000∘
	90.0000∘
	90.0000∘



	γ
	90.000000∘
	90.0000∘
	90.0000∘



	V
	3207.303 Å3
	3697,342 Å3 (+15.3%)
	3191,777 Å3(−0.48%)
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Table 4. Unit cell parameters of κ-Cl obtained from X-ray diffraction measurements at 100 K (left column), ab initio calculations based on the PBE functional (central column) and on the optB88-vdW functional (right column). In both types of calculations, the pseudopotentials denoted as choice (2) were used. Relative deviations from experimental values are given in parentheses.






Table 4. Unit cell parameters of κ-Cl obtained from X-ray diffraction measurements at 100 K (left column), ab initio calculations based on the PBE functional (central column) and on the optB88-vdW functional (right column). In both types of calculations, the pseudopotentials denoted as choice (2) were used. Relative deviations from experimental values are given in parentheses.





	Unit Cell Parameters
	Exp
	Calc:PBE
	Calc:optB88-vdW





	a
	12.885200 Å
	13.1036 Å (+1.7%)
	12.7035 Å (−1.4%)



	b
	29.575899 Å
	30.2876 Å (+2.4%)
	30.0509 Å (+1.6%)



	c
	8.416100 Å
	8.64857 Å (+2.8%)
	8.38187 Å (−0.4%)



	α
	90.000000∘
	90.5498∘
	90.3761∘



	β
	90.000000∘
	90.0000∘
	90.9031∘



	γ
	90.000000∘
	90.4393∘
	89.2194∘



	V
	3207.303 Å3
	3432,415 Å3 (+7.0%)
	3199,792 Å3(−0.2%)
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Table 5. Direct bandwidth of κ-CuCN, κ-AgCN, and κ-Cl, defined as the width of antibonding bands straddling the Fermi level at the Γ point obtained from ab initio calculations that include vdW interactions (this work) or without them ([8,11,20]). Space groups are also denoted.
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	System
	κ-CuCN
	κ-AgCN
	κ-Cl
	Ref.





	Space group
	P1
	P21
	Pnma
	



	Method: DFT: vdW (PBE-vdW)
	
	
	
	this work



	Bandwidth (meV)
	433
	406
	550
	



	Space group
	
	
	Pnma
	



	Method: DFT: vdW (optB88-vdW)
	
	
	
	this work



	Bandwidth (meV)
	
	
	590
	



	Space group
	Pc
	
	Pnma
	



	Method: DFT: without vdW (PBE)
	
	
	
	[20]



	direct bandwidth (meV)
	400
	
	540
	



	Space group
	P1¯
	
	
	



	Method: DFT: without vdW (PBE)
	
	
	
	[8]



	Bandwidth (meV)
	390
	
	
	



	Space group
	P21/c
	P21/c
	Pnma
	



	Method: Extended Hückel
	
	
	
	[11]



	Bandwidth (meV)
	480
	458
	607
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Table 6. Direct antibonding and bonding bandwidths of κ-Cl defined as the width at the Γ point obtained from ab initio calculations that include vdW interactions (this work), or without them ([20]).
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	System
	κ-Cl
	Ref.





	Method: DFT: vdW (optB88-vdW)
	
	this work



	antibonding bandwidth, outer (meV)
	590
	



	antibonding bandwidth, inner (meV)
	570
	



	bonding bandwidth, outer (meV)
	180
	



	bonding bandwidth, inner (meV)
	150
	



	Method: DFT: vdW (PBE-vdW)
	
	this work



	antibonding bandwidth, outer (meV)
	550
	



	antibonding bandwidth, inner (meV)
	520
	



	bonding bandwidth, outer (meV)
	180
	



	bonding bandwidth, inner (meV)
	140
	



	Method: DFT: without vdW (PBE)
	
	[20]



	antibonding bandwidth, outer (meV)
	540
	



	antibonding bandwidth, inner (meV)
	490
	



	bonding bandwidth, outer (meV)
	200
	



	bonding bandwidth, inner (meV)
	180
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Table 7. Hole (Nh) and electron (Ne) occupations per unit cell of κ-CuCN, κ-AgCN, and κ-Cl, obtained from ab initio calculations with vdW interactions included via the PBE-vdW functional.






Table 7. Hole (Nh) and electron (Ne) occupations per unit cell of κ-CuCN, κ-AgCN, and κ-Cl, obtained from ab initio calculations with vdW interactions included via the PBE-vdW functional.





	Systems
	κ-CuCN
	κ-AgCN
	κ-Cl





	Nh / u.c.
	1.93
	2
	4



	Ne / u.c.
	1.96
	2
	-











© 2019 by the authors. Licensee MDPI, Basel, Switzerland. This article is an open access article distributed under the terms and conditions of the Creative Commons Attribution (CC BY) license (http://creativecommons.org/licenses/by/4.0/).
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