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The coupling constants of a series of acetylenic derivatives have been calculated using the finite perturbation method.
In the case of dimethylated derivatives a Karplus-type relationship has been obtained for coupling constants of
hydrogen atoms separated up to 15 bonds. Additional relationships have been obtained between the interatomic

distances and the coupling constants.

Introduction

In 1960 Karplus discussed the experimental finding that scalar
coupling constants are observed in polyacetylene derivatives up
to nine bonds," based on the results reported in Table 1.2

Using a valence bond approach, Karplus deduced that the
sign of the coupling constant will be positive when the inter-
acting nuclei are separated by an even number of carbon atoms
and negative otherwise.! Moreover, to explain the long range
H-H coupling constants he postulated that in molecules of type
a (Fig. 1), the resonance structure form b is important, that is,
that the m-electron coupling mechanism is dominant.
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Fig. 1 Karplus’ n-electron mechanism.

At about the same time, Karplus reported his famous rela-
tionship relating vicinal *Jy coupling constants with dihedral
angles.** A number of studies have extended this equation to
other compounds as the pseudorotation of cyclopentane,’
model peptides,® and carbohydrates (Freedberg showed that
residual dipolar couplings, RDCs, yielded the same results as
Karplus curves).” In addition, several reviews have gathered all
the information on this issue on recent years.>

At that time, it was not possible to establish whether the
Karplus relationship still holds for acetylene derivatives like
some of those reported in Table 1 (compounds 2, 4 and 5).
In the present article, we have carried out a systematic study of
the coupling constants of the H-(C=C),~H, CH,—~(C=C),-H
and CH;—(C=C),—CH,; families of compounds, where n ranges
from 0 to 6. In addition, in the last series of compounds the
relationship of the coupling constant with the HC .-+ CH
dihedral angle has been considered. Compounds with multiple

acetylene units have shown significant interest as structural
linkers in nanoscale systems.''"'*

The total coupling constant arises from the contribution of
four electron—nuclear components: Fermi contact (FC), para-
magnetic spin—orbit (PSO), diamagnetic spin—orbit (DSO) and
spin—dipole (SD) terms. In the case of H-H couplings, it is well
known that of the four components of the coupling constant,
the PSO and DSO term cancel and the SD one is very small,
thus the sum of the four terms can be approximated by the FC
one."'7 This hypothesis has been confirmed specifically for the
coupling constants in the rotation of ethane.'®

The geometry of the systems has been optimised at the
B3LYP/6-311++G** level *° within the Gaussian-98 pack-
age.”! No frequency calculations have been performed to verify
the minimum nature of the structures. The FC term of the
coupling constant has been evaluated with the finite per-
turbation theory (FPT) approximation, using the Field
keyword within the Gaussian-98 package, and the convergence
criterion for the wave-function has been set to 107'° au at the
UB3LYP/6-311++G** computational level. For those com-
pounds with two methyl groups a scan of the HC --- CH
dihedral angle has been carried out, by optimising each
geometrical disposition.

The results for the CH;—(C=C),~H and H-(C=C),—H families
show negative coupling constants in the first case and positive
coupling constants in the second case (Table 2). The com-
parison of the experimental values (Table 1, 1 and 3) with the
calculated ones are very similar, although that of compound 3
is overestimated (—2.0 instead of —1.3 Hz). A smooth decrease
of the coupling constant is observed as the distance between the
hydrogen atoms increases. A double logarithmic relationship
[log(distance) vs. log(J)] is obtained for the two families (eqns.
(1) and (2)). It is noteworthy that at distances as great as 14 A
the values of the coupling constants are 0.7 Hz. Taking into
account that the present instruments allows the detection of
coupling constants as small as 0.1 Hz; that value corresponds
to a distance of 102.8 and 39.9 A or 37 and 15 C=C groups,
respectively, according to eqns. (1) and (2).%

Table 1 "Jyy coupling constants/Hz in acetylene derivatives
Compound Molecule Number of bonds /]
1 H,C-C=C-H 4 2.9-3.6 Hz (*Jyg)
2 H,C-C=C-CH, 5 2.7 Hz (Jgm)
3 H,C-C=C-C=CH 6 1.27 £ 0.05 Hz (“Jyn)
4 H,C-C=C-C=C-CH; 7 1.3£0.1 Hz ("Jyn)
5 H,C-C=C-C=C-C=C-CH,OH 9 0.4 Hz (CJgg)
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Table 2 Calculated "' Jyy, ***Juy and coupling constants/Hz and
interatomic distances/A between the hydrogen atoms involved

H-(C=C),-H CH,(C=C),-H

n LY S Distance 2 n Distance
1 8.48 3.33 —3.45 3.22

2 2.16 5.90 —2.00 6.77

3 1.43 8.47 —1.37 9.31

4 1.03 11.04 —1.00 11.87

5 0.66 13.60 —-0.67 14.42

In(lJ]) = (2.65 + 0.17) — (1.13 % 0.08)In(d),
R?=0.98[CH;(C=C),-H] (1)

In(J) = (4.09 + 0.32) — (1.74 + 0.15)In(d),
R*=0.98[H(C=C), H] (2)

The coupling constants for all the members of the CH;—
(C=C),—CH, family in 10° steps of the HC --- CH dihedral
angle have been graphically represented (Fig. 2, from n =0 to
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Fig. 2 Coupling constant in the CH;—(C=C),~CH; family vs. the
HC - - - CH dihedral angle from top (7 = 0) to bottom (1 = 6).

n = 6) and the corresponding values at 0°, 90° and 180° gathered
in Table 3. Previous results obtained for ethane with the OEM-
CCSD method were systematically 10% smaller than the ones
reported here.”

When the data of Tables 1, 2 and 3 are compared (assuming
that the experimental values of J,;. for compounds 1 and 3 are
negative) the following linear relationships are found:

JudHz=(1.1%0.3) +
(1.61 £0.16)J,/Hz, n=5R*=097 (3)

and removing compound 3:

Jou/Hz = (1.40 £ 0.08) +
(1.52 £ 0.04)J/Hz, n =4, R2=0.999 (4

Table 4 Parameters fitted to the equation: "Jyy = 4 cos(2a) + B cos(a)
+ C for CH;—(C=C),~CH; family. In all cases 18 independent points
have been considered

n A B C R

0 6.63 £0.04 —0.99 £ 0.04 7.15£0.03 0.9988
1 2.49 +0.01 3.13£0.01 0.9991
2 1.301 £ 0.001 1.900 £ 0.001 0.99998
3 0.779 £ 0.001 1.307 £ 0.001 0.99994
4 0.498 £ 0.001 0.957 £0.001 0.9998
5 0.330 £ 0.002 0.725 £ 0.001 0.9993
6 0.227 £ 0.001 0.568 £ 0.001 0.9996

It is clear from Fig. 2 that all the molecules follow the same
rules. The fitting of the data to the Karplus-type equation
shows that only in the case of ethane, three terms are needed
while in the rest of the cases two are enough (Table 4).

The energetic values obtained for the different conformations
follow almost perfectly the curve corresponding to a Pitzer
potential*2¢ in the case of ethane (eqn. (5)), while in the rest of
the cases all the conformations have almost identical energies
(maximum difference less than 0.08 kJ mol™').

E./kJ mol™' = (5.694 + 0.005) +
(5.649 % 0.007)cos(3a), R*=0.9999  (5)

Integration of the weighted coupling constant shows that the
expected value is equal to the constant term reported in Table 4.
The results corresponding to ethane (7.15 Hz) nicely compare
with the experimental (8.00 Hz) and ab initio results (7.20 Hz).”’
Similarly, good agrements are obtained between the experi-
mental data of 2, 4 and 5 (Table 1) and the corresponding
energy average values (parameter 4 of Table 4).

As shown previously for the CH;—(C=C),~H and H-(C=C),~
H families, a double logarithmic relationship can be found
in this case for the values obtained in the anti configuration
(eqn. (6)). An extrapolation of these equations indicated that a
value of the coupling constant equal to 0.1 Hz will correspond
to the CH;—(C=C),s—~CH; molecule. Should this compound be
prepared and the coupling constant measured (through “C
satellites), the distance between coupled hydrogen atoms should
be 64.6 A.

In(J) = (4.52 % 0.06) — (1.63 * 0.03)In(d), R*=0.999 (6)

In conclusion, we have established that the Karplus relationship
can be extended to polyacetylenes bearing terminal alkyl
groups (this could seem obvious but some examples of its
breakdown are known),?® observation that is probably true for
other conjugated systems. We have also demonstrated the
efficiency of the polyacetylenes for transmitting magnetic
information and this can be relevant for the properties of these
compounds as molecular wires.”

Table 3 Calculated »"**Jyy; coupling constants/Hz and interatomic distances/A between the hydrogen atoms involved in the CH;~(C=C),~CH,

family
0° 90° 180°

Number of

C=C bonds RSy A Distance RS A Distance 3 Jan Distance
0 12.53 2.36 0.48 2.75 14.92 3.09
1 5.71 491 0.64 5.12 5.55 5.32
2 3.20 7.48 0.60 7.62 3.20 7.75
3 2.09 10.04 0.53 10.15 2.09 10.25
4 1.44 12.61 0.46 12.69 1.46 12.77
5 1.04 15.17 0.40 15.24 1.06 15.31
6 0.79 17.73 0.34 17.79 0.80 17.85
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