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In this manuscript we present an approach for computing tunneling splittings for large amplitude
motions. The core of the approach is a solution of an effective one-dimensional Schrodinger equation
with an effective mass and an effective potential energy surface composed of electronic and harmonic
zero-point vibrational energies of small amplitude motions in the molecule. The method has been
shown to work in cases of three model motions: nitrogen inversion in ammonia, single proton transfer
in malonaldehyde, and double proton transfer in the formic acid dimer. In the current work we also
investigate the performance of different DFT and post-Hartree-Fock methods for prediction of the
proton transfer tunneling splittings, quality of the effective Schrodinger equation parameters upon
the isotopic substitution, and possibility of a complete basis set (CBS) extrapolation for the resulting
tunneling splittings.

1 Introduction

Large amplitude motions (LAM) are ubiquitous in most molecular systems, they are responsible for conformational
interconversion and even for chemical reactions, such as in the cases of tautomerization.[IH5] One of the most prominent
LAM manifestation is the tunneling splitting of the ground vibrational state, whenever a motion between equivalent
minima is involved. Such splittings can be observed, for instance, using microwave (MW) or millimeter wave (MMW)
rotational spectroscopy.[6HI5] A knowledge of the LAM and of its characteristics can be helpful for the interpretation
of the experimental data.[13, [16, 17, 15]

An important chemical reaction, which is also a LAM, is the proton transfer via the Grotthuss mechanism: [Tl Bl [7-
11]

R-O-H---O-R'=R-0---H-0-R'.

The canonical systems with such reactions are malonaldehyde (MA) and formic acid dimer (FAD) shown in Fig.
MA has a large tunneling splitting of 21 cm™!, which is well known from experiments for more than 20 years.[8] [9]
FAD is a system investigated theoretically for a long time,[I8, [19] but the experimental tunneling splitting (approx.
0.01 cm™1) was obtained only recently.[20, 211, 10} [11]

Both these systems have been thoroughly investigated using various theoretical approaches. The low dimensional
treatment of proton transfer and some of the coupled motion have been shown to give reasonable splitting estimates for
MA, [22] while for FAD such applications were less successful.[23] 24] Applications of the reaction surface Hamiltonian
(RSH) models [25H27] and of anharmonic normal mode-based treatments[28H31], 19] 32] have yielded in good results
for both MA and FAD. As expected, the full-dimensional quantum Monte-Carlo simulations provide results of the
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Figure 1: Structures and proton transfer coordinates of malonaldehyde (MA) and formic acid dimer (FAD). The
atomic color schemes are the same for MA and FAD.

experimental quality for MA.[33] [34, [3T] For MA and FAD, instanton approaches have been shown to produce accurate
results. [35H39]

In this paper we present a modified version of another computational approach provided in Refs. [40, 41 [17]. It
assumes adiabatic separation of the LAM from the other vibrational modes, that we will further refer to as small-
amplitude motions (SAM). The latter are to be treated in the harmonic approximation. Our procedure requires two
types of calculations to be done: one-dimensional (1D) relaxed potential energy surface (PES) scans and vibrational
frequency calculations in the harmonic approximation. Both computational procedures are known by users of quantum-
chemical packages, and thus the presented procedure can become an interesting one for members of the high-resolution
molecular spectroscopy community. We apply the proposed approach to the nitrogen inversion in ammonia to prove
the workability of the method, and then we use it to calculate tunneling splittings for the proton transfer motion in
MA and FAD at various quantum-chemical approximations employing the def2-TZVPP basis set.

2 Computational procedure

2.1 Quantum chemical calculations

The quantum chemical calculations in the present work were done using Orca 4 software.[42] We have applied
the following DFT functionals: PBE,[43] PBEO,[44] BLYP and B3LYP,[45H47] CAM-B3LYP,[48] B2PLYP,[49] and
mPW2PLYP.[50] From the post-Hartree-Fock methods, we have applied MP2, SCS-MP2, and all-electron CCSD(T)
(ae-CCSD(T)).[51H53] Some of the calculations were done employing S. Grimme’s D3 dispersion correction with Becke
— Johnson (BJ) damping.[54] We have applied the resolution-of-identity (RI) technique in order to reduce the compu-
tational efforts: we have applied the RIJCOSX method for MA, FAD and B3LYP-D3BJ and CAM-B3LYP calculations
of ammonia, while for MP2 and B2PLYP calculations of ammonia we have used the RI-JK method.[55H61] Basis sets
of our choice were def2-nVP, def2-nVPD (n = S, TZ, QZ), and def2-TZVPP, as well as their corresponding auxiliary

basis sets.[62H65)

2.2 Theoretical framework

The treatment of the LAM that we implemented resembles the procedure introduced in Refs. [40,41]. It is a mixture of
the RSH approach, [66H69, [3, 26] with the kinetic energy expression taken from the Meyer — Giinthard Hamiltonian. [70]
The Hamiltonian is expressed as

B = — 3G + V() + Fi(€) 1)

where ¢ is the LAM coordinate, pe = —ihd/0§ = —ihde is the momentum conjugated to &, V' is the electronic potential
energy surface (PES) along the LAM coordinate (obtained from a relaxed PES scan), and H,, is the bath of all other
3N — 7 SAM degrees of freedom (N denotes the number of atoms in the molecule). G = p~! is the inverted reduced
mass (u) of the LAM. It is being calculated from the generalized tensor of inertia defined as

g—l — Irr Irv

IIV IVV
where Z,, = Zgzl my(diag(ry - r) — rp ® ry) is the 3 x 3 tensor of inertia, I, = 2,1:[:1 my, [ty X Oery] is the vector of
LAM - rotation interaction, and I, = Zszl my (O¢ry, - O¢ry). Here, m and r denote the atomic masses and positions

1., x, and ® denote scalar, cross, and outer products of the vectors.



G is the last diagonal element of matrix G~ 1.

Letr = (z1,y1, 21,22 . . .)T be the 3N-sized vector with Cartesian coordinates of atoms, and m = (my, my,my, ma, .. .)T
3N-sized vector of atomic masses. Let R = y/mr be mass-weighted coordinates of the systemﬂ and F(§) — the Wilson’s
GF-matrix[71] composed of Fij = Or,0r,V = 0,,0,,V/,/m;m; elements. Req(§) = Vmre,(€) denotes the equilibrium
values of atomic coordinates at the LAM coordinate value £&. Then the harmonic vibrations Hamiltonian Hy is given
as:[72]

Hy(§) = Pch+ (R Req(€)) F(€)(R — Req(€)) (2)

where PMWC = —iﬁaR.

We can remove translations/rotations of the molecule as a whole, as well as the LAM, from F (&) using matrix S(&).
As a result, one can get the harmonic bath GF-matrix Fan_7(£) = ST(€)F(£)S(£). We chose one of the structures
(at & = &or) as the reference. In our double-well cases, we chose the transition state with & = 0. Then we define the
vibrational state of the bath using the normal modes of the reference structure (L.of) given as diagonalizing matrix
for Fan—7(Ecet) (Ll Fan—7(Evet) Lrer = diag(2,), with Q2 being a vector of squared angular frequencies).[7T} [72]
This allows us to write (R —Req(§)) = L1t Q, where Q is the position of the nuclei along the normal modes expressed
in mass-weighted coordinates. Note that this assumption requires all the structures to be oriented with respect to the
reference coordinates. These operations give the harmonic bath Hamiltonian in the form

() = 5 3 (B2 +203) + 22(@ SRR DI oo 3)
k

ko I#k
Ho W, W,
where k enumerates normal modes, P, = —ihdg, , 3, are the elements of the matrix Q2(¢) = £Ieff3N_7(§)£ref, and

wy, are the zeroth approximation frequencies. We can either set them at €2, values, or allow bath vibrations to relax
during the LAM by setting wy to the respective diagonal values of £22(&). Hy denotes the unperturbed vibrational
Hamiltonian, and the Wy are the perturbation operators.

The mass-weighted P, / Qk (normal modes momentum /position operators) are related to dimension-less operators
Pk, G corresponding to an oscillator with reference frequency wy as

_ B
{pk = They! (4)
ke = /ZEQr.

We can use them to rewrite the Eq. [3| as

Zhﬁdk(n+) Z Qkk quk+zz2%fjk@7

k 1%k

Hy Wi Wa
where 7 = afa with a = % and af = % (annihilation /creation operators)®
If we consider the bath to be in a chosen vibrational eigenstate [v) =TI |vk) (with v = (v1,v2,...) being a vector

of quantum numbers v, = 0,1,2,...) of the Hamiltonian Hy (Ho|v) = > ok hwr (v + 1/2)|v)), then we can apply
perturbation theory (PT) to get the expression of the bath energy. Using the secondary quantization form of pj and
gk, one can compute the bath Hamiltonian energies.

e 0 order.

N 1
EY = (v|Holv) = huwy (vk + 2) :
st : 1 _ 4
e 1%% order correction ({(v|Ws|v) = O)
h 1
SEWM = (v|Wy|v) = —(QF, — w?) (Uk + 2> .

e 25% order correction:*

. 2
<V’|W1|V>‘ h(Q3, — w?)? 1
5E‘(,2'1)=— ’7:_ /v/clc(vk+) ,

vi#EV Hv

2y/m = (\/m1,/maz,/ma,/ma,...)t
31e. a|v) = Volv — 1), afv) = \/U +1llv+ 1) and f|v) = v|v).
4Using the fact that §2 _ @h?+a? ) +n+ 2



and

/

SEED =~ % ‘< [Walv) ’ Y Yy wi (v + 3) —wi (v + 5)
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The resulting energy is:

3wl + 602, w? — Qf O wy ’Uer )*wl (karl)

B, ~ 2%k kkWk kk kl 2 (5)
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For the pure LAM excitations we can assume that the other molecular degrees of freedom are at the ground state
(v = 0), therefore the energy of the bath is the zero-point vibrational energy (ZPVE) given by an expression

3wi + 692, wi —
ZPVE = » h—* ik = i :
z}; 16w3 z}; ; kawl Wi + wy)

If we allow vibrational states relaxation, then wy = Qgg, which gives

B hﬂkk hﬂkz(f)
ZPVE©) =3 =5~ 2 2 5 () (O (€ + 0 E) (6)

k k 1#k

By combining Egs. [I] and [6] the final effective Hamiltonian for LAM looks as the following:

Vetr (€)

N 1 ———
H = —5pcG(§)pe + V() + ZPVE(E) (7)

The parameters for this Hamiltonian (effective masses G(€) and effective PES Vg (€)) in this work were computed
from relaxed PES scans obtained with Orca 4 using in-house Python scripts.[73] In brief, the script for computing the
Hamiltonian parameters works as following.

e The code reads Orca output *.hess files containing vibrational information (molecular geometry, atomic masses,
Hessian, etc.).

e The molecular geometries and Hessians are oriented with respect to the reference geometry defined as the
molecular structure with the lowest value of |£| (the closest to the transition state). The orientation corresponds

to the minimum of the functional Zi\’=1 mi(Rry(€) — Trer.k )%, where R is the rotation matrix.
o The effective masses t = G~! are computed as described above. The derivatives d;E’“ (&) are computed by fitting

the expression rg(¢') ~ ry(€) + %(ﬁ)(f’ —¢) to the nearest structures with linear least-squares method.

e The vibrational problem for each structure is solved with exclusion of translations, rotation and LAM direction,
given by the d” (f ) vector, the spurious imaginary frequencies are also being set to zero. The resulting Hessians
are stored.

e The ZPVE correction is computed for each structure by projecting the reference structure normal modes onto
the Hessians retrieved in the previous item.

e The obtained dependencies for u(§), V(z) and ZPVE(E), are extrapolated using cubic splines to a fine uniform
grid.

The resulting eigenvalue problem is solved using the discrete variable representation (DVR) method, in particular,
sinc-DVR. [74]

3 Results and discussion

3.1 Proof of concept: ammonia

To test the performance of the implementation, we chose the simplest case of LAM: an inversion motion in ammonia
(NHj3). The LAM coordinate was defined as

Enn, = sign(rymi - [Inm2 X Inms]) - (Lmnae + Zainas + Zaenas — 360°) (8)

where ryy, denotes a position vector of the hydrogen number n with nitrogen as an origin, and Zy,Nuy denotes the
valence angle Hn-N-Hm value (in degrees). The sign of the oriented volume defined by the vectors ryp, is needed to
discriminate between normal and inverted ammonia, because valence angles are not sensitive to that.
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Figure 2: Effective (V(£) + ZPVE({)) and normal (V(§)) potential energy surfaces, and effective masses u(&) of
inversion for the parent isotopologue of ammonia computed at various levels of theory with def2-TZVPP basis set.
The reaction coordinate ¢ is given by Eq. [§]

Table 1: Vibrational state energies for the inversion of ammonia and some of its isotopologues. Experimental values

are taken from Ref. [6], theoretical values are computed with a scan obtained at the CAM-B3LYP/def2-TZVPP level

of theory. All the values are in cm ™.

State NH3 ND3 15ND3 NT3
Exp. Theor. Exp. Theor. Exp. Theor. Exp. Theor.
0" 0 0 0 0 0 0 0 0
0~ 0.76 0.21 0.05 0.02  0.05 0.02 0.01 0.004
1+ 928.5 941.2  745.6 753.3 739.5 748.0 656.4 667.8
1~ 962.9 967.6  749.2 757.5 7428 751.9 656.4 669.1

2+ 1591.2 1508.8 1359.0 1175.6
2” 1870.9 1588.6 1429.0 1199.1
3t 2369.3 2299.6 1830.0 1744.9
37 2876.1 2737.1 2106.6 1919.5

The 1D PES scans were performed at BSLYP-D3BJ, CAM-B3LYP, MP2 and B2PLYP levels of theory. The
resulting parameters of the LAM Hamiltonian (Eq. @ are given in Figure [2 All the methods performed similar to
each other. The energy levels of ammonia and some of its isotopologues obtained with CAM-B3LYP are given in
Table [I} Concerning simplicity of the calculation, the results are very similar to the experimental values. The values
of other methods can be found in the SI. The results for ammonia confirm the workability of the code, which justify
testing of the approach on larger molecules.

3.2 Proton transfer in malonaldehyde (MA) and formic acid dimer (FAD)
3.2.1 Tunneling splittings in the parent species

The PESs for proton transfer in MA and FAD were computed at various levels of theory, using both post-Hartree
Fock methods (MP2 and SCS-MP2) and different DFT functionals from different steps of Perdew’s ladder:[75] GGA
(PBE and BLYP), hybrid (B3LYP and PBEO), range-separated hybrid (CAM-B3LYP), and double hybrid (B2PLYP
and mPW2PLYP). FAD is a dimer; therefore we took into account possible missing dispersion interactions in case
of GGA and hybrid functionals via D3BJ correction. The same correction was also tested together with one of the
double-hybrid functionals (B2PLYP).

The proton transfer coordinates were as following. In case of MA:

0---H) - (0 — H)
5 :

e (9)

and for FAD as
~ 7(O—Ha) +7(O—Hp) —7(O---Hy) —r(O---Hy)

2V2

The obtained Hamiltonian parameters (PES and effective masses) for these calculations are plotted in Figure
the computed tunneling splittings between ground vibrational states of different parity (07 /07) are given in Table
As it can be seen from these results, most of the tested methods give reasonable estimates of the tunneling splittings
compared to the experimental values determined in Refs. [9HII]. The pure GGA functionals with dispersion corrections

£ (10)
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Figure 3: Effective (V(£)+ZPVE(£)) and normal (V (£)) potential energy surfaces and effective masses u(€) of inversion
for the parent isotopologues of MA and FAD computed at various levels of theory with def2-TZVPP basis set. The
reaction coordinates & for MA and FAD are given by Eqgs. [0] and respectively.

(PBE-D3BJ and BLYP-D3BJ), as well as the hybrid PBE0-D3BJ, perform not well due to underestimation of the
proton transfer barriers. Double hybrids (especially B2PLYP without D3BJ), MP2, and CAM-B3LYP work stable
for both MA and FAD. B3LYP-D3BJ performs well for MA, but in case of FAD it underestimates the barrier height,
which might be a result of the intramolecular nature of the bonding forces in this complex. SCS-MP2 showed the
worst performance due to overestimation of the proton transfer barriers.

3.2.2 Tunneling splittings in the M A isotopologues

Similar to ammonia, MA has experimental information available on the tunneling splittings in its isotopologues.[7, [8]
These parameters were calculated for MA-D8, MA-D6 and MA-D6DS8 isotopologues at B3LYP-D3BJ, CAM-B3LYP,
B2PLYP and MP2 levels of theory, with def2-TZVPP basis set. The results are given in Table The value for
the MA-DS8 conformer is close to the parent isotopologue. This is expected, since the hydrogen number 8 is on the
opposite side of the molecule with respect to the proton transfer O—H--- O fragment. The MA-D6 and MA-D6D8
isotopologues, as expected, show lower tunneling splitting values, since hydrogen number 6 is the one being transferred
between the oxygens during the LAM. However, the agreement with experimental values is worse compared to the
parent MA. This is not observed in the case of NH3, where all the vibrational levels for the substituted isotopologues
are predicted with approximately the same level of accuracy as for the parent species.

The most probable explanation to that is breaking of the adiabaticity assumed in the Hamiltonian given in Eq. [2}
Isotopic substitution that leads to an increase of the atomic masses with respect to the parent isotopologue (deuteration,
13C and 15N substitution) reduces the vibrational frequencies of the SAM in the bath. This can make these SAM
susceptible to vibrational excitation by LAM because of the reduced energy difference between effective potential
surfaces. MA has low-energy vibrational modes, which might lead to this adiabaticity violation. This is supported by
the plots of the density of the LAM vibrational manifolds given as V,,(£) = V(§) + Ey (§) with vibrational energy of the
SAM defined by Eq. 5| (see Figure . In case of NH3, ND3, and the parent MA isotopologue, the effective potential
energy Vp(&) = ZPVE(E) is well separated from the excited vibrational manifolds. However, in the case of MA-DG, the
other manifolds get close to the Vp(€) at the positions £, which are populated in the ground vibrational state. This
means that multiple vibrational manifolds might be needed for consideration in order to get a good description of the
LAM ground vibrational state of the MA-D6.

3.2.3 Complete basis set (CBS) extrapolation of the tunneling splittings

Karlsruhe basis set series [62] can be used for the complete basis set (CBS) extrapolation,[76] [77] therefore a general
possibility of an extrapolation to the complete basis set (CBS) limit for the tunneling splitting values was investigated.
For this purpose, we have computed the 07 /0~ tunneling splittings in MA and FAD using def2-nVP and def2-nVPD
basis set series (n = S, TZ, QZ, which corresponds to cardinal number ¢ = 2,3, 4, respectively) with the B3LYP-



Table 2: 017 /0~ tunneling splittings for proton transfer motions in MA and FAD obtained with def2-TZVPP basis

sets. Experimental values were taken from Ref. [9] for MA and from Refs. [I0, 1] for FAD. All the values are in
-1

cm™ 1.

Method MA FAD
PBE-D3BJ 89.0 1.591
BLYP-D3BJ 59.0 2.370
PBE(0-D3BJ 51.1 3.989
B3LYP-D3BJ 174 0.115
CAM-B3LYP 19.7 0.073
B2PLYP 20.3 0.019
B2PLYP-D3BJ 17.2 0.035
mPW2PLYP 14.8 0.014
MP2 28.8 0.059
SCS-MP2 1.5 1-1074

Experiment 21.5831383(6) 0.01117 / 0.011367(92)

Table 3: Tunneling splittings for proton transfer in MA and some of its isotopologues. See Figure [1] and Refs. [7, [8]

for enumeration of the atoms. All the values are in cm ™!,

Isotopologue Exp. B3LYP-D3BJ CAM-B3LYP B2PLYP MP2
MA-parent 21.5831383(6) 17.3 19.6 20.3 28.8
MA-D8 26(10) 17.0 19.4 20.0 284
MA-D6 2.915(4) 9.2 7.8 7.2 108
MA-D6D8 2.88360(2) 9.0 7.6 7.1 10.6

D3BJ functional. The tunneling splittings were then approximated by an exponential fitting formula AEqy+ /o-(¢) =
AEOCP/SO, + A - exp(—a - (), where AEy+ /o denote the value of the splitting obtained at different basis sets and the
CBS-extrapolated value. Due to smaller values of the tunneling splitting of FAD, which give rise to larger numerical
instabilities, the « parameters (1.5 for def2-nVP and 1.2 for def2-nVPD) for the CBS extrapolation for FAD were
taken from the MA fits. The results are shown in Fig. Both def2-nVP and def2-nVPD basis set series converge to
similar values of AE(?PSO_. The used basis series consist only of three basis sets, therefore we could not make a proper
estimation of the CBS extrapolation errors in each serie, however, the similar trends for the tunneling splittings are
clearly visible. The usage of the o parameter obtained from MA for FAD tunneling splittings indicates a transferability
of the trends from one molecular system to another. Thus, we conclude that the CBS extrapolation is also, in principle,

possible for such complicated parameters as tunneling splittings.

3.2.4 Reaction coordinate choice invariance

The proposed approach explicitly relies on the reaction coordinate definition: for calculations of both reduced mass of
the motion and of the SAM ZPVE correction. Although, by construction, the Schédinger equation solutions produced
by any of the properly chosen coordinates (i.e. by those, that can map a transition from one minimum to another
through the vicinity of the transition state) should be the same. However, the numerical implementation of the
methods might be rather sensitive to the coordinate choice. In order to check this stability of the algorithm we have
performed the same type of calculation for MA at B2PLYP/def2-TZVPP level of theory with ill-defined reactions
coordinates (see Fig. [I| for atomic enumeration):

r(C2...H6) — r(C4...H6)
2 i

éon =

and
r(H7...H6) —r(H9...H6)

§HH = 5 )

The value computed with the initial reaction coordinate (Eq. E[) was 20.3 cm™! (see Table . By replacing the £ to
&cn and Eug the result did not change significantly: 19.9 and 20.1 cm™!, respectively. Thus, we conclude that the
implemented method is rather stable with respect to the reaction coordinate definition.

3.2.5 Calculation using the composite approaches

The additional test of performace was done for the composite quantum chemical calculations B//A, where A indicates
a computationally cheap quantum chemical method, that is being used as a source of relaxed PES scan and harmonic
vibrational frequencies, and B is the high accuracy level of theory, that provides accurate single point energies. In
order to check the possibility of such schemes, we used the relaxed PES scan done at B3LYP-D3BJ/def2-TZVPP level
of theory, and computed single point energies at these geometries using the MP2, B2PLYP, and ae-CCSD(T) levels
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Figure 4: Number of vibrational states V4, () = V(&) + Ey(§) with vibrational energy of the SAM defined by Eq.
The black line shows the effective potential Vo(¢) = ZPVE(() (Eq. [6) for ammonia (NHs), its fully deuterated
isotopologue (ND3), MA, and MA-D6 isotopologue (see Fig. for enumeration). Reaction coordinates £ for ammonia
and MA are given by Eqgs. [§ and [0} respectively.

of theory with the def2-TZVPP basis set. The computed tunneling splittings are given in Table @] As one can see,
all composite schemes gave as reasonable estimates for the splittings, as the single method calculations. However, the
scheme employing the most accurate quantum chemical approximation of all tested (ae-CCSD(T)/def2-TZVPP) gave
the splitting 15 wavenumbers lower than the expected value. Such decrease of the value might be caused by a different
local shape of the PES at this approximation with respect to the BSLYP-D3BJ/def2-TZVPP. This discrepancy requires
additional investigation, which is out of the scope of the current manuscript. Nevertheless, we can conclude that the
proposed method for computation of the tunneling splittings should also be applicable with the composite quantum
chemical calculations.
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Figure 5: 07 /0~ tunneling splittings for proton transfer motion in MA and FAD molecules at B3LYP-D3BJ/def2-nVP
and B3LYP-D3BJ/def2-nVPD levels of theory, and the complete basis set (CBS) extrapolation of these dependencies
(horizontal dashed lines). Solid black horizontal lines denote the experimental values.

Table 4: Theoretical 07 /0~ tunneling splittings for proton transfer motions in MA at different composite methods.
The calculations have used the def2-TZVPP basis set. All the values are in cm~".

Method Splitting
B3LYP-D3BJ 174
MP2 28.8
B2PLYP 20.3
MP2//B3LYP-D3BJ 21.4
B2PLYP//B3LYP-D3BJ 17.6
ae-CCSD(T)//B3LYP-D3BJ 7.0

4 Conclusion

We have introduced, implemented, and tested an approach for computing the tunneling splittings for one-dimensional
large amplitude motions (LAMs). The computational scheme is based on the adiabatic separation of LAM from the
small amplitude motions, which are treated as a vibrational bath. The bath zero-point vibrational energy (ZPVE) is
added to the electronic potential energy surface (PES) to yield an effective PES. Combined with an effective mass the
effective PES produces a one-dimensional Schrédinger equation, and the solutions of the latter allow for determination
of the tunneling splitting caused by the LAM between equivalent minima.

The described approach has been shown to work in cases of three model LAMs: nitrogen inversion in ammonia,
single proton transfer in MA, and double proton transfer in FAD. Most of the tested methods (B3LYP-D3BJ, CAM-
B3LYP, B2PLYP, mPW2PLYP, B2PLYP-D3BJ, and MP2) performed reasonably well and thus can be recommended
for general usage. However, the pure GGA functionals tested (PBE-D3BJ and BLYP-D3BJ), as well as the PBEO-
D3BJ and SCS-MP2 methods give splitting values that are quite far away from the experimental values and thus should
be avoided in the calculations of the proton transfer tunneling splittings. The methodology with certain limitations
was found to be applicable for isotopic substitution: an applicability condition is that the adiabatic separation of the
LAM from SAM should remain in the isotopologues. We have also demonstrated a possibility of the CBS extrapolation
for the tunneling splittings the of the usage of the composite quantum chemical methods, and the invariance of the
calculated spliting with respect to the reaction coordinate choice. In conclusion, the implemented approach can be
routinely applied for calculations of the tunneling splittings for the molecules and molecular clusters investigated with
MW and MMW spectroscopy.

5 Data availability

The Python scripts used for calculation of Hamiltonian parameters can be downloaded from the repository (https:
//stash.desy.de/projects/MOLINC).[73] The quantum-chemical calculations needed to reproduce the results, the
results themselves, and raw data for the plots of this paper can be obtained from a SI given by *.zip archive (60
MB).
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