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Determining carbon–carbon connectivities in
natural abundance organic powders using dipolar
couplings†

Myriam Dekhil,a Giulia Mollica,a Tristan Texier Bonniot,a Fabio Ziarelli,b

Pierre Thureau*a and Stéphane Vielac

We present a solid-state NMR methodology capable of investigating

the carbon skeleton of natural abundance organic powders. The

methodology is based on the 13C–13C dipolar coupling interaction

and allows carbon–carbon connectivities to be unambiguously

established for a wide range of organic solids. This methodology

is particularly suitable for disordered solids, such as natural or

synthetic macromolecules, which cannot be studied using conventional

diffraction or NMR techniques.

Determining the connectivity between carbon atoms is the first
and most important step for the structural investigation of
organic molecules. In the case of organic powders that cannot
be studied by conventional diffraction techniques, solid-state
nuclear magnetic resonance (SSNMR) is usually regarded as
a key technique.1–6 Notably, the carbon skeleton of organic
powders is usually investigated using two-dimensional correlation
experiments based on 13C–13C scalar ( J) couplings to transfer
magnetisation between 13C nuclei separated by a single covalent
bond. Although such J-based experiments have been shown to
produce correlations between 13C that are not directly bonded
(thereby potentially leading to wrong assignments),7 these
experiments usually lead to the accurate determination of carbon
connectivities and are particularly valuable to investigate samples
isotopically enriched in 13C nuclei.8–18

In the case of natural-abundance (NA) samples, however, the
applicability of J-based experiments is often limited. In fact,
because the magnetisation transfer arising from 13C–13C
J-couplings is slow (with respect to the decay of the 13C
transverse magnetisation), it is typically barely detectable for
NA samples. As a result, establishing carbon–carbon connectivities
in NA samples using J-based experiments usually requires

extensively long experimental times in the case of crystalline
or semi-crystalline samples19–28 (approximately a week) and is
seldom practicable in the case of NA disordered solids that
display broad 13C NMR linewidths arising from fast 13C transverse
magnetisation decay.29,30

Herein, we demonstrate that an unambiguous assignment
of carbon connectivities in NA organic powders, especially
disordered solids, can be obtained from 2D correlation experi-
ments that are based on 13C–13C dipolar couplings.30,31 An
important feature of dipolar-based experiments is that the
magnetisation transfer builds up much faster than in J-based
experiments, and hence dipolar-based experiments are suitable
for organic solids with fast 13C transverse magnetisation
decays. Moreover, we show here that a magnetisation transfer
time of 0.4 ms leads exclusively to correlation signals between
covalently bonded 13C–13C pairs. In contrast, signals arising
from 13C–13C pairs separated by more than one covalent bond
are at least 5 times weaker, and thus would not be detected in
2D 13C–13C DQ dipolar correlation spectra of NA samples (ESI†).

Fig. 1 shows the pulse sequence for magic-angle spinning
(MAS) 2D dipolar-based 13C–13C correlation experiments. The
recoupling of the 13C–13C dipolar interaction is based on the
R209

2 symmetry,32–34 which generates during the first delay tDQ

double quantum (DQ) coherences that subsequently evolve
during t1 at the sum of the chemical shift frequencies of pairs
of coupled 13C–13C nuclei, before being reconverted during the
second tDQ into single quantum coherences for detection
during t2. It should be noted that, for NA samples, DQ coherences
are useful not only for straightforward data interpretation but
also to suppress intense signals arising from the large number
of uncoupled 13C nuclei.

Interestingly, the R209
2 symmetry is particularly robust with

respect to 1H–13C dipolar coupling and 13C chemical shift
anisotropy (CSA).32,35–37 Notably, no 1H decoupling is required
during the 13C recoupling periods tDQ

32–34 and, thus, this
experiment is very easy to implement (only the 13C 901 pulse
needs to be calibrated). It should be noted that the R209

2

symmetry is appropriate for a MAS frequency of 10 kHz.
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In this case, a 4 mm MAS rotor can be used, providing the best
compromise between MAS frequency and sensitivity for NA
samples at 9.4 T.

Furthermore, using our instrumentation, the DQ recoupling
of the 13C–13C dipolar interaction using the R209

2 symmetry is
1.7 times more efficient than standard dipolar recoupling
symmetries, such as POST-C738 or SPC539 (see the ESI†). This
enhancement translates in substantial shorter experimental
times, i.e. 2.9 times faster, and as a result, 2D 13C–13C correlation
experiments for NA samples can be obtained within practicable
experimental durations using standard solid-state NMR hardware
at room temperature.

The 2D dipolar-based 13C–13C correlation spectrum for a
powder sample of L-tyrosine ethyl ester is shown in Fig. 2. The
2D spectrum was recorded using a 9.4 T magnet and a MAS
frequency of 10 kHz; the experimental time was 3 days. The 1D
13C cross-polarisation (CP) MAS spectrum is also shown above
the 2D spectrum. Remarkably, the resonances corresponding to
aromatic carbons are significantly broader than the other 13C
signals. This broadening results from the fast 13C transverse
magnetisation decay arising from molecular motion.40,41 As a
result, correlation signals involving the aromatic carbons are
not detectable using J-based correlation experiments.22 In contrast,
all the 13C–13C correlation signals between covalently bonded 13C
nuclei are observed in the 2D dipolar-based 13C–13C correlation
spectrum with excellent resolution and sensitivity.

Fig. 3 illustrates the capabilities of 2D dipolar-based 13C–13C
correlation experiments to investigate a disordered solid, here,
an amorphous poly(methyl methacrylate) (PMMA) sample. This
spectrum has been recorded in less than 2 days. Interestingly,
the 13C signals of PMMA arise from both mobile and rigid 13C
sites. For example, the OCH3 or CO resonances correspond to
the mobile part of PMMA while the CH2 or CH3 resonances

correspond to the more rigid backbone chain.42 We notice in
Fig. 3 that, notwithstanding significant mobility differences, all
the correlation peaks arising from covalently bonded 13C–13C
pairs could be observed in the 2D 13C–13C DQ dipolar correlation
spectrum.‡ We emphasise that 2D dipolar-based 13C–13C correlation
experiments are suitable to samples that give rise to observable
signals in 13C CPMAS experiments. In the case of samples with
high molecular mobility, which are intrinsically unsuitable for
13C CPMAS experiments,43 it would be more advantageous to
directly excite 13C nuclei and to explore 13C–13C connectivities
through J-based experiments.30 Nevertheless, we have shown
here (Fig. 2 and 3) that 2D dipolar-based 13C–13C correlation
experiments are useful even for solids subjected to molecular
motions.

An additional example is shown in Fig. 4 for cellulose, a
natural polymer containing both amorphous and crystalline
phases. The 1D 13C CPMAS spectrum is shown above the 2D
13C–13C DQ dipolar correlation spectrum. In the 1D 13C CPMAS
spectrum the apparent line widths range from 400 to 600 Hz
and are partly related to the disordered character of the sample.
The 2D 13C–13C DQ dipolar correlation spectrum was recorded
within 3 days and all one-bond correlations were observed with
very good sensitivity and satisfactory resolution. Notably, the
assignment based on dipolar coupling experiments is in agree-
ment with the assignment based on J-coupling experiments.§ 29

Moreover, correlation peaks corresponding to both amor-
phous and crystalline signals are observed in the 2D 13C–13C

Fig. 1 Pulse sequence for 2D 13C–13C correlation experiments based on
dipolar coupling (a). The RNn

n symmetry was applied during the delays tDQ

to excite and reconvert double quantum (DQ) coherences, yielding
correlation peaks in the indirect dimension of the 2D spectrum at the
sum of the chemical shifts of the 2 coupled 13C nuclei. The selected
symmetry (N = 20, n = 2 and n = 9) led to 10 Rf,R�f0 elements fitting into 2
rotor periods, with f = 811 (b). The basic element is shown in (c) and it
consists of a composite 1801 pulse.

Fig. 2 13C–13C DQ dipolar correlation spectrum of L-tyrosine ethyl ester
powder. The spectrum was recorded using tDQ = 0.4 ms, a MAS frequency
of 10 kHz, 27 t1 increments and 1600 repetitions for each t1 increment. The
repetition delay was 3 s. The total experimental time was 3 days. The 13C
CPMAS spectrum is shown in the top projection. The symbol (*) indicates
spinning sidebands.
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DQ dipolar correlation spectrum, as exemplified for the signals
at 86 ppm and 63 ppm.

In summary, we have shown that unambiguous carbon–
carbon connectivities in NA organic solids can be determined
using dipolar-based 13C–13C correlation experiments. These
experiments can be performed within practicable experimental
times and are suitable for different kinds of samples, such as
molecular crystals and disordered solids including synthetic
or natural polymers. This methodology is complementary to
J-based 13C–13C correlation experiments, especially in the case
of NA disordered solids having fast 13C transverse magnetisation
decay. Finally, the methodology presented here can be carried out
at room temperature and is thus complementary to 13C–13C
correlation experiments enhanced with dynamic nuclear
polarisation,44–47 which require samples that can be analysed
at cryogenic temperatures and in the presence of paramagnetic
dopants.

This work has been carried out thanks to the support from
the French National Research Agency (ANR) grant number
ANR-13-JS080001.
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