
 
 

 
 
 

This is the submitted (pre-print) version of the following contribution: 
 

Antonio Cappai, Luciano Colombo, and Claudio Melis 
Ab initio investigation of ultra low thermal conductivity in organically 
functionalized TaS2 
Advanced Theory and Simulations, 7, 2400056 (2024) 
 
The publisher's version is available at: 
 http://dx.doi.org/10.1002/adts.202400056 
 
 
When citing, please refer to the published version. 
 
 
 
 
 
 

 
 

This full text was downloaded from UNICA IRIS https://iris.unica.it/  

http://dx.doi.org/10.1002/adts.202400056
https://iris.unica.it/


1 INTRODUCTION

An Ab initio investigation of ultra-low thermal conductivity in
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ity

An ab-initio characterization of the impact of tert-Butyl isocyanate (C5H9NO) functionalization on TaS2 lattice thermal conductiv-
ity is presented. Such a system is experimentally synthetized showing that the incorporation of covalently bonded C5H9NO on bulk
TaS2 leads to a dramatic in-plane lattice thermal conductivity decrease by more than two orders of magnitudes. To elucidate these
experimental findings, detailed calculations of the phonon dispersion relations and scattering rates in TaS2 are performed. The anal-
ysis is addressed to discern the impact of inter-layer covalently bonded C5H9NO molecules on these phonon properties, providing
insights into the underlying mechanisms of the observed thermal conductivity decrease. The findings show that the observed lat-
tice thermal conductivity reduction is attributed to two effects: i) the increase of inter-layer separation and ii) the presence of low-
frequency molecular optical modes. The first inhibits specific Van der Waals quasi-acoustic inter-layer vibrational modes contributing
as much as ≈55% in bulk TaS2. The second effect dramatically decreases the phonon group velocities as a consequence of phonon-
crossing phenomena among low-frequency molecular modes and TaS2 acoustic modes, eventually leading to a strong reduction of all
phonon lifetimes.

1 Introduction

Improving and expanding the capabilities of 2D materials has emerged as a focal point in scientific re-
search [1, 2]. This focus is motivated by their distinctive layered structures, which impart substantial ad-
vantages in electronic, mechanical, and thermal properties. Apart from graphene, during recent years,
various 2D materials have been successfully characterized and experimentally fabricated [3]. Among the
hundreds of available 2D materials, transition metal dichalcogenides (TMDCs) have recently gained a
central role in many research fields [4]. Defined by the formula MX2, with M denoting a transition metal
(TM) atom ranging from group IV to V, and X representing a chalcogen atom (S, Se, or Te), TMDCs
such as molybdenum disulfide (MoS2), tungsten disulfide (WS2), and tungsten diselenide (WSe2) have
attracted huge attention. The layered structure of TMDCs, depicted as X–M–X, introduces a plane of
metal atoms separating the two hexagonal planes of chalcogenides, offering a distinctive structural ar-
rangement. With over forty different combinations of multi-layered elements within the TMDC family,
diverse TM and chalcogen atom blends contribute to their composition [5]. TMDCs exhibit either trigo-
nal prismatic (2H) or octahedral (1T) coordinations, distinguishing them from graphene due to the pres-
ence of a bandgap in their mono-layer state. Significantly, the semiconducting properties of TMDCs un-
dergo a crucial transformation as they transition from bulk to mono-layer configurations, shifting their
band gap from indirect to direct [6].
The versatile electronic properties, coupled with mechanical flexibility and optical sensitivity [7], set TMDCs
as candidates for a diverse array of applications. These include semiconductor systems, lightweight wear-
ables, and flexible technologies. For instance, a MoS2 transistor can achieve a carrier mobility of up to
200 cm2V−1s−1 [8]. High-performance light-emitting transistors and field-effect transistors based on MoS2

[9] and WS2 have also been produced [10].
In most of the TMDCs’ applications, thermal properties play a pivotal role in determining the device
performance [11]. For example, efficient heat dissipation in high-performance electronic devices demands
a high thermal conductivity [12], while thermoelectric applications request a lower thermal conductiv-
ity [13]. For this reason it is crucial to develop effective strategies to properly tune the TMDCs’ thermal
conductivities. Classical thermal transport theory suggests that due to heavy atom mass TMDC sheets
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2 RESULTS AND DISCUSSION

exhibit low thermal conductivities. Therefore, mono- or few-layer TMDCs sheets are considered poten-
tial thermoelectric materials. However, the reported experimental values of thermal conductivities typi-
cally show large values, e.g., MoS2 (52 cm2V−1s−1 [14]),MoSe2 (44 cm2V−1s−1 [15]), TaS2 (36 cm2V−1s−1

[16]), TaSe2 (16 cm2V−1s−1 [17]), at room temperature. For this reason, pristine TMDCs are currently
considered not mature yet for thermoelectric applications even if they present remarkable electrical con-
ductivity and Seebeck coefficient.
A recent exploration has unveiled a potential strategy to decrease the thermal conductivity of TMDCs
without affecting their corresponding thermoelectric power factor, as documented by Wang et al. [16].
Notably, the incorporation of covalently bonded organic side-chains, such as tert-Butyl isocyanate (C5H9NO),
leads to a dramatic decrease in the in-plane lattice thermal conductivity by almost two orders of mag-
nitude. Simultaneously, this modification results in slight enhancements in both electrical conductivity
and the Seebeck coefficient. This issue sets the TaS2+C5H9NO system as a highly promising candidate
for thermoelectric applications. Similar strategies have previously proven successful in organic crystals,
demonstrating that the introduction of suitable side chains can significantly influence the thermal trans-
port properties [18, 19].
Although the experimental results confirm a significant reduction, the exact impact of functionalizing
TMDCs with organic molecules on their thermal properties is not thoroughly characterized. For this
reason a full atomistic investigation is crucial to understand the mechanisms underlying this observed
phenomenon and its implications for the material thermal properties in practical applications. Specifi-
cally, the experimental findings highlight that the functionalization of TaS2 with organic molecules re-
sulted in an increased distance between the TaS2 layers. This underscores the critical necessity to ex-
amine whether the observed reduction in lattice thermal conductivity is attributed to this separation
or influenced by some explicit effect of the vibrational degrees of freedom of the organic molecules. In
contrast to other 2D materials like graphene [?, 20] and BN [21], all the TMDCs exhibit a general re-
duction in thermal conductivity from bulk to mono-layers [17, 22, 23]. Furthermore, the impact of cova-
lently bonded organic molecules on the vibrational (both harmonic and anharmonic) properties, as well
as the thermal properties of 2D materials, remains incompletely characterized.
To elucidate the specific role played by organic molecules in this phenomenon, we performed a thorough
ab initio analysis aimed at assessing the impact of covalently bonded organic side-chains on the thermal
properties of TaS2, encompassing both harmonic and anharmonic vibrational properties.
The outcomes of our investigation underscore a notable reduction in thermal conductivity, attributing
this phenomenon to a combination of two factors. A significant contribution is the increase of inter-layer
distance induced by the presence of organic molecules. This increase in separation exerts an influence
by decreasing the thermal conductivity through the disappearance of specific shearing inter-layer vibra-
tional modes. The second contribution is indeed attributed to the physical presence of covalently bonded
organic molecules. Specifically, the existence of low-frequency molecular optical modes prompts a corre-
sponding reduction in TaS2 acoustic modes group velocities, ultimately leading to an overall decrease in
thermal conductivity.

2 Results and discussion

It has been already highlighted that the functionalization of TaS2 with tert-Butyl isocyanate has two no-
table effects. First, a significant increase in the inter-layer distance, from 6.03 to 10.36 Å, is observed.
Second, this process results in the formation of a covalent bond between the carbon atom of the isocyanate
group and a sulfur atom of TaS2. The synergy between these structural and chemical modifications is
crucial, leading to a remarkable 60-fold reduction in lattice thermal conductivity. To decipher the ori-
gin of such a remarkable reduction, we performed a very careful analysis of the vibrational properties of
three representative structures, each obtained through a very accurate geometry optimization (see the
methodological section for technical details), namely: a) bulk TaS2 (see Figure 1, left); b) elongated TaS2

( see Figure 1, center); c) functionalized TaS2 (see Figure 1, right). The optimized structure (a) show an
inter-layer distance of 6.02 Å and a cell angle of 90° that are in perfect agreement with the correspond-
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(a) TaS2 pristine

6.02 Å

(b) TaS2 elongated

10.96 Å

TOP VIEW

SIDE VIEW

(c) TaS2 + C5H9NO

10.96 Å

10.96 Å

Figure 1: Stick and balls representation of the three geometry optimized structures under study: a) bulk TaS2; b) elon-
gated TaS2 and c)TaS2+tert-Butyl isocyanate.

ing experimental values (see Tab.1).
In order to obtain the structure (c), we started from the optimized structure (a), and we manually in-
troduced the tert-Butyl isocyanate molecules, ensuring an initial C-S distance of 3 Å. The experimental
procedure used to induce the formation of a covalent bond between tert-Butyl isocyanate and TaS2 has
been in fact rather complex [16]. Initially, electrochemical reduction charged TaS2, followed by electron
doping to enhance sulfur atom reactivity. This facilitated the binding of sulfur atoms with the carbon
atom of isocyanates, forming covalent bonds. As a matter of fact, reproducing such a complex chem-
istry is out-of-reach of the theoretical framework here adopted (and, likely, in any case overwhelmingly
heavy as for the corresponding computational workload); therefore, we opted for an alternative method
to induce the formation of an S-C covalent bond. Specifically, we functionalized the oxygen atom of the
isocyanate group by adding an extra hydrogen atom. This functionalization effectively reduced the dou-
ble bond character of the C=O bond, thereby facilitating the creation of the corresponding C-S covalent
bond. Since we had no information of the concentration of the molecules, we assumed the highest con-
centration possible, namely one tert-Butyl isocyanate molecule every 4 TaS2 unit cells. The final struc-
ture after the geometry optimization show an inter-layer distance (see Tab.1) as large as 10.96 Å, which
is in very good agreement with the experimental value of 10.36 Å. The C-S distance is found to be 1.8
Å (similar to the typical length of C-S bonds of 1.7 Å), which indicates the creation of a covalent bond.
The closest distance between the H atoms of the tert-butyl isocyanate and the S atoms of TaS2 is 3.25
Å, far exceeding the typical length of S-H bonds (as short as 1.4 Å). Additionally, we observed a slight
variation in the supercell angle α, although this variation is minimal, being less than 1%. Finally, struc-
ture (b) was obtained from structure (c) by removing the covalently bonded tert-Butyl isocyanate molecules,
and performing an internal geometry optimization while keeping the supercell volume fixed.
In Figure 2, we display the calculated phonon dispersion relations for structures (a), (b), and (c), color-
coded according to their respective phonon lifetimes. In both system (a) and (b), since we have six atoms
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Table 1: Calculated inter-layer separation and tilting angle compared to the corresponding experimental values for the (a)
and (c) structures.

System Inter-layer separation (Exp [16]) α

TaS2 Bulk 6.02 (6.03) Å 90.00°
TaS2 + C5H9NO 10.96 (10.36) Å 89.24°

Figure 2: Phonon dispersion relations. Color code (right) showing their respective lifetimes for the three systems under
study (a log scale is used for phonon lifetimes).

per unit cell (three atoms per layer), we have a total of 18 dispersion curves, 3 acoustic and 15 optical.
In system (c) there are 29 atoms per unit cell, therefore we have a total of 87 dispersion curves (3 acous-
tic and 84 optical).
As variance with structures (b) and (c), in structure (a) we observe three low-frequency optical phonon
branches, denoted as quasi-acoustic modes because of their strong similarities with the corresponding
acoustic modes [24]. Such quasi-acoustic branches have been identified in numerous layered and 2D ma-
terials and are attributed to the weak interactions between layers [25, 26, 27, 28]. In the case of TaS2,
these quasi-acoustic branches are related to specific inter-layer shear phonon modes (see Figure 3) and
are dominated by the van der Walls interactions. The presence of quasi-acoustic branches has two con-
sequences: 1) they provide a sizable contribution to the lattice thermal conductivity in addition to the
acoustic branches, and 2) they can scatter with acoustic phonons. While the former effect enhances ther-
mal conductivity, the latter lowers it.
In structure (b), the planes are spaced enough to exhibit negligible van der Waals interactions, thereby
hindering the quasi-acoustic shearing modes. For this reason, since the interaction between the layers is
now negligible, all the dispersion curves (both acoustic and optical) are now two times degenerate show-
ing a total of nine visible phonon branches. Besides the disappearance of the quasi-acoustic phonon modes,
the increase in separation alone results in a slight decrease of the phonon lifetimes.
The introduction of tert-Butyl isocyanate (the (c) structure) further diminishes phonon lifetimes and in-

Figure 3: Red arrows visualize the atomic displacements associated with the, first, second and third quasi-acoustic modes
in bulk TaS2.
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Figure 4: Red arrows visualize the atomic displacements associated with the, first, second and third optical modes in the
functionalized system TaS2 + tert-butyl isocyanate.

duces a significant modification of the dispersion relations. In particular, the introduction of the cova-
lently bonded molecules gives rise to a significant flattening of the TaS2 acoustic modes. Such an effect is
attributed to the presence of nearly dispersionless low-frequency optical molecular modes that cross with
the acoustic TaS2 modes resulting in such a flattening. In Figure 4, we visualized such a low-frequency
molecular optical modes by red arrows: the first two modes involve specific rotations of the butyl groups,
and the third involves the rotation of the whole tert-butyl isocyanate molecule. The phonon-crossing
phenomenon, identified in various structures [29, 30, 31], are usually correlated with a noteworthy de-
crease in acoustic phonon group velocities and a corresponding strong increases of the vibrational anhar-
monicity, ultimately resulting in a further decrease of thermal conductivity [32].
Figure 5 shows the corresponding group velocities of the acoustic (and quasi-acoustic for structure (a))
phonon modes (see Figure 5). For structures (a) and (b), we note marginal variations in the group ve-
locities of the acoustic phonon modes. The most noteworthy distinction is evident in the low-frequency
ZA mode, characterized by the lowest group velocity, where the elongation further diminishes the group
velocity.
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Figure 5: Group velocity of acoustic and quasi-acoustic modes for a) bulk TaS2, b) elongated TaS2 and c)
TaS2+C5H9NOOS.
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(a) TaS2 pristine
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Figure 6: Phonon lifetimes of a bulk TaS2, b) elongated TaS2 and c) TaS2 + C5H9NO.

Moreover, as previously mentioned, in the case of the bulk structure we observe that the three quasi-
acoustic phonon branches show group velocities comparable to the acoustic ones, therefore we expect a
corresponding large contribution to the total lattice thermal conductivity.
Finally, the TaS2 functionalization with tert-Butyl isocyanate (structure (c)), greatly reduces the acous-
tic group velocities due to the occurrence of phonon-crossing with low-frequency molecular optical modes.
Finally, the TaS2 functionalization with tert-Butyl isocyanate (structure (c)), greatly reduces the acous-
tic group velocities due to the mixing of molecular optical bands with the acoustic bands.
In Figure 6, we show the corresponding phonon lifetimes. Surprisingly, the highest phonon lifetime in
structure (a) are the quasi-acoustic ones, with values above 100 ps. This observation, coupled with their
high group velocities, suggests that quasi-acoustic modes play a substantial role in the overall bulk lat-
tice thermal conductivity of TaS2. Besides the quasi-acoustic modes, we observe slight differences in the
phonon lifetimes between structures (a) and (b). As due to the high density of phonon branches upon
the introduction of the covalently bonded tert-Butyl isocyanate, we observe a dramatic decrease of all
the phonon lifetimes dropping below 50 ps.
Finally, from the information of specific phonon group velocities and lifetimes, we can estimate the lat-
tice thermal conductivity (κ) by Equation (1). Figure 7 shows the estimated thermal conductivities as
function of temperature in the range 200 K ≤ T ≤ 500 K for structure (a) (red line), (b) (blue line) and
(c) (green line). Black dots represent the corresponding experimental values [16]. Since the reported ex-
perimental values in Ref. [16] referred to the total (lattice+electronic) thermal conductivity, we extract
the corresponding lattice thermal conductivity by subtracting the electronic contribution (as large as
≈ 10% for pristine TaS2 and ≈ 89% for TaS2 + C5H9NO), estimated via the Wiedemann-Franz law, from
the experimentally reported total thermal conductivity [16].

Table 2: Thermal conductivity at 300 K (Wm−1K−1).

System Calculated Experimental [16]
TaS2 Bulk 37.03 36.00
TaS2 elongated 17.35 - -
TaS2 + C5H9NO 0.19 0.60

Table 2 shows the the thermal conductivity values estimated at 300 K in comparison with the experi-
mental values.
The calculated values are in very strong agreement with the experiments with a discrepancy at 300 K as
small as 3%. This excellent agreement provides a robust validation of the accuracy of all the methodolo-
gies used in estimating lattice thermal conductivities. A deviation of about 5 % from the experiments is
observed for temperatures above 300 K. We attribute these deviations to the use of a constant Lorentz
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2 RESULTS AND DISCUSSION

Figure 7: In-plane thermal conductivity of every system in respect of the temperature. The inset emphasizes the compari-
son between the estimated thermal conductivity and the experimental values for TaS2 + C5H9NO.

number in the Wiedemann-Franz law to determine the electronic contribution to overall thermal con-
ductivity. It has been shown that the Lorentz number can exhibit slight temperature dependence [33].
Therefore, taking this temperature dependency into account could lead to a reduction in uncertainty
with respect to the experiments.
From Figure 7 we observe that the inter-layer separation increase induced by the presence of the molecules,
from 6.02 Å (structure (a)) to 10.96 Å (structure (b)), significantly decreases the lattice thermal conduc-
tivity from 37.03 Wm−1K−1 down to 17.35 Wm−1K−1. As mentioned above, we attribute such an im-
portant decrease to the disappearance of the quasi-acoustic phonon modes due to the reduction of the
inter-layer Van der Walls interactions. These modes exhibited notable group velocities and the longest
phonon lifetimes, thus making a substantial contribution to the lattice thermal conductivity in Equation
(1). This result deviates from conventional findings in well-explored systems like graphene [?, 20, 34] or
BN mono-layers [21], where increasing inter-layer separation typically leads to an increase in thermal
conductivity.
Explicitly considering the presence of the covalently bonded tert-Butyl isocyanate molecule leads to a
noteworthy additional reduction in lattice thermal conductivity, down to 0.2 Wm−1K−1. In addition to
the previously described impact of inter-layer separation, this further decrease is attributed to the com-
bined effects of a significant reduction in acoustic phonon group velocities, as previously described, and a
substantial reduction in phonon lifetimes. The estimated lattice thermal conductivity slightly underesti-
mates the experimental value of 0.6 Wm−1K−1. We attribute such a slight discrepancy to the molecular
coverage that we assumed in our simulations. As mentioned before, since the actual molecular coverage
was not explicitly stated in Ref. [16], we adopted the assumption of the maximum obtainable molecular
coverage. We expect that such a a high molecular coverage might extensively affect the lattice thermal
conductivity.
In order to further characterize the contribution of specific frequencies on the lattice thermal conductiv-
ity, we report in Figure 8 (left) the spectral thermal conductivity of all the structures and in Figure 8
(right) the corresponding cumulative normalized thermal conductivity. We observe that in the (a) and
(b) structures considered, the main contribution (≈ 90%) is attributed to relatively low frequency modes
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Figure 8: a) Thermal conductivity spectrum b) Cumulative thermal conductivity

below 100 cm−1. In the case of the (c) structure, we observe that higher frequency modes extending up
to 150 cm−1 play a significant role in affecting the lattice thermal conductivity. This is attributed to the
abundance of optical modes within the 100 to 150 cm−1 range. Despite exhibiting only a modest group
velocity, these modes possess a non-negligible lifetime, thus making an additional contribution to the to-
tal thermal conductivity.
The decomposition of the thermal conductivity among acoustic, quasi-acoustic and optical contributions
is reported in Figure 9. We observe that for the bulk structure, the contribution of quasi-acoustic modes
(≈ 55%) is predominant over acoustic (≈ 35%) and optical (≈ 15%) modes. In terms of absolute num-
bers the acoustic modes give a contribution to the thermal conductivity of ≈ 14 Wm−1K−1. By increas-
ing the inter-layer distance, almost all the contribution (larger than 90%) is attributed to acoustic modes
which in terms of absolute numbers represent a κ contribution of ≈ 15 Wm−1K−1. This gives evidence
of two phenomena: 1) the disappearance of the quasi-acoustic contribution is the main reason for the de-
crease in the thermal conductivity induced by the increase in the inter-layer separation; 2) the effect of
the increased phonon scattering due to the presence of quasi-acoustic modes slightly lowers the thermal
conductivity contribution due to acoustic modes by ≈ 1 Wm−1K−1
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3 Conclusion

In conclusion, by a fully ab initio investigation we have thoroughly characterized both the harmonic and
3rd order anharmonic properties of bulk TaS2 functionalized with C5H9NO. This specific functionaliza-
tion has been experimentally demonstrated to induce a remarkable reduction in lattice thermal conduc-
tivity as high as 98%. To provide insights into these experimental observations, we performed thorough
calculations by analyzing the phonon dispersion relations and scattering rates in both pristine and func-
tionalized TaS2.
We observed two notable structural effects as due to the molecular functionalization: a significant in-
crease in the inter-layer distance, from 6.03 Å up to 10.36 Å and the formation of a covalent C-S bond
between C5H9NO and TaS2. The interlayer separation increase is intrinsically responsible for a thermal
conductivity reduction of ≈53% with respect to pristine pristine bulk TaS2. Such a reduction is due to
the suppression of specific interlayer shearing quasi-acoustic modes that significantly contribute to the
bulk thermal conductivity. Additionally, the effect of covalently bonded C5H9NO molecules is to intro-
duce low frequency molecular optical modes which, due to phonon crossing with pristine TaS2 acoustic
modes, cause an overall reduction of phonon group velocities as well as lifetimes. These reductions lead
to an additional decrease in thermal conductivity by approximately ≈46% of the bulk thermal conduc-
tivity, contributing to an overall reduction of roughly ≈99%. Thus, it is evident that both factors signifi-
cantly contribute to the notable decrease in observed thermal conductivity.

4 Computational section

4.1 Theory

The thermal transport properties of both pristine and functionalized TaS2 were summarized by their
thermal conductivity κ which was provided by the Boltzmann Transport Equation in Relaxation Time
Approximation (BTE-RTA) [35]:

κα,β =
1

NqV

∑
qj

h̄ωqjvqj,βvqj,ατqj
∂nBE

qj

∂T
. (1)

where the sum is over all the phonon branches j and the q-points in the First Brillouin Zone, the cor-
responding mesh contains as many as Nq points. This expression depends on the phonon frequency ωqj,
on the Cartesian α and β components of the phonon group velocity vqj, on the phonon lifetimes τqj and
on the derivative of the Bose-Einstein distribution nBE

qj with respect to temperature T . The various ωqj

used in Equation (1) are obtained with a pure harmonic approximation, while the τqj are obtained us-
ing a third order anharmonicity, since three-phonon process usually play the prevalent role in thermal
transport phenomena. This is a standard approach for this kind of calculations and proof of its efficacy
in this specific case will be provided below.

4.2 Computational protocol

All calculations presented in this study rely on Density Functional Theory (DFT) and had been per-
formed using three different model systems: a) pristine bulk TaS2 (see Figure 1, left); b) elongated TaS2

(i,e., bulk TaS2 with an expanded inter-layer distance, see Figure 1, center); and c) functionalized TaS2

(bulk TaS2 with both an enlarged inter-layer distance and the explicit incorporation of covalently bonded
tert-Butyl isocyanate molecules, see Figure 1, right). Hereafter, the three systems would be referred as
structure (a), (b) and (c), respectively. All the DFT calculations were performed in periodic boundary
conditions and implemented in the Quantum Espresso package [36]. The corrected generalized gradient
approximation of Perdew, Burke and Ernzehof [37], PBEsol [38], was used in all calculations
with Projector-Augmented Wave (PAW) pseudopotentials [39] and a plane-wave basis set. In all calcula-
tions, a plane-wave cutoff of 60 Ry and a charge-density cutoff of 480 Ry was adopted. The force conver-
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gence criterion was set to 10−12 Ry/Å and the energy convergence criterion was set to 10−15 Ry. In all
the three cases the k-mesh sampling was set to 0.1 Å−1.
In order to estimate κ from Equation (1), calculation of ωqj and τqj was needed by estimating the inter-
atomic force constants (IFCs). They were respectively obtained from harmonic IFCs and from 3rd order
IFCs. To calculate the IFCs, the finite displacement method using the Alamode package[40] was chosen.
In order to evaluate the harmonic IFCs, a conventional hexagonal cell obtained as a 4 × 4 × 2 replica of
the primitive cell containing 96 atoms for the bulk and elongated systems and 232 atoms for the func-
tionalized TaS2 system was adopted. In order to reduce the computational cost, that otherwise would
be overwhelming, for the 3rd order IFCs calculation the number of replicas was reduced to a 2 × 2 × 2
supercell corresponding to supercells with 24 for the bulk and elongated systems and 58 atoms for the
functionalized TaS2 system.A size effect evaluation was performed for the bulk TaS2 system and no dif-
ferences was observed on the results between the 4× 4× 2 and the 2× 2× 2 supercells.
In the evaluation of the harmonic IFCs of all systems and for the cubic IFCs of pristine and elongated
TaS2, any cutoff for the interatomic interactionshad not been imposed. On the other hand, in order to
reduce the computational cost, for the evaluation of 3rd order IFCs for the functionalized TaS2 system, a
cutoff corresponding to the first-neighbors distance was imposed.
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