
29780 |  Phys. Chem. Chem. Phys., 2024, 26, 29780–29787 This journal is © the Owner Societies 2024

Cite this: Phys. Chem. Chem. Phys.,

2024, 26, 29780

Solid-state 1H and 13C NMR studies of new ionic
plastic-crystals with branched structures:
[NEtxMe(3�x)(i-Pr)][BEt(4�y)Mey] (x = 1–3, y = 0, 1)†

Katsumi Nagai, Yuuna Ookubo and Hisashi Honda *

Eight salts of [NEtxMe(3�x)(i-Pr)][BEt(4�y)Mey] (x = 1–3, y = 0, 1) were prepared to reduce Coulombic inter-

actions in the crystals. These novel ionic plastic crystals exhibited low activation energies for isotropic rota-

tional motion (Ea rot) and ion diffusion (Ea diff). The lattice constant a in the cubic structure indexed to a CsCl-

type was larger than that of the corresponding plastic crystals of [NEtxMe(4�x)][BEt(4�y)Mey] (nonbranched

sample). Solid-state 1H and 13C nuclear magnetic resonance (NMR) spectra of the salts revealed that both

cations and anions undergo isotropic reorientation motions in the plastic crystalline phase. This result is con-

sistent with the differential scanning calorimetry data, which showed that the compounds have large entropy

changes at the transition temperature between the ordinal and plastic crystalline phases, except for [NEt2-

Me(i-Pr)][BEt3Me] and [NEt3(i-Pr)][BEt3Me]. The Ea rot and Ea diff values were estimated using 1H NMR spin–lat-

tice relaxation time (T1) and electrical conductivity measurements, respectively.

Introduction

Many compounds (such as H2O) directly transform from solid
to liquid states upon heating, whereas a few chemicals
have mesophases between them. The plastic crystal phase is a
mesophase state (the liquid crystal phase is also classified as a
mesophase). In the plastic crystal phase, the orientation of the
constituents is disordered in three dimensions (the molecules
undergo isotropic reorientation motion), and the gravity point
is ordered; therefore, plastic crystals are often referred to as
crystals with liquid characteristics. The rotator phase is called
so if the constituents undergo uniaxial rotation in the crystal
(orientational disorder in two dimensions). Based on their
similarities, some researchers have frequently reclassified rota-
tor crystals as part of the plastic crystal phase. The correct
definition of ‘plastic crystal’ is employed in this literature. In
the liquid crystal phase, the opposite relationship of the plastic
crystal is defined: the orientation is ordered in one or two
dimensions, and the gravity point is disordered. In plastic
crystals, the constituents can jump to lattice defects with low
activation energies, in addition to undergoing isotropic reor-
ientation. This translational motion imparts plasticity to the
solid material. Based on the soft property, many researchers
have actively developed ion conductors using ionic plastic

crystals (e.g. hexamethylguanidinium bis(fluorosulfonyl)imide
([HMG)][FSI])1 and N,N0-ethylmethylpyrrolidinium bis(trifluoro-
methanesulfonyl)-amide ([C2 mpyr][TFSA]) salts2 show electri-
cal conductivity (s) of ca. 10�5 S cm�1; 1-methyl-imidazolium
triflate,3 [C2 mpyr][N{(SO2)C2F5}2],4 15-crown-5-ether – Li-TFSA
complex ([Li 15C5][TFSA]),5 and [NEt4][BEt3Me] compounds
have ca. 10�4 S cm�1; [NEt3R][BEt3Me] (R = Me, Pr),6 [SEt2R][FSI]
(R = Me, Et),7 and [C3 mpyr][BF4]8 salts indicate ca. 10�3 S cm�1;
[N,N-diethyl-3-methylpyrazolium][TFSA] is 2.6 � 10�3 S cm�1;9

the values of ca.10�2 S cm�1 are reported in [C2 mpyr][C(CN)3],4

[NEt4][N(CN)2],10 1-alkyl-2-methyl pyrrolinium ([(C4H6N)MeR])
(R = Et, Pr) with [TFSA] anion,11 and CsHCO2

12 crystals;
[PEt2Me(i-Bu)][C(CN)2NO] shows ca. 6 � 10�2 S cm�1 13 the s
values of 1-alkyl-4-aza-1-azoniabicyclo-[2,2,2]octane (N–R DABCO,
R = Me, Et) with [BEt3Me] anion,14 [Cn mpyr][C(CN)2NO] (n = 2–4),13

and [C1 mpyr][SCN]15 compounds reach ca. 10�1 S cm�1, etc.
However, the mechanisms underlying the formation of these
plastic crystals are poorly understood.

Some globular molecules (fullerene, adamantane, tetra-
chloromethane, etc).16–23 have plastic crystalline phases. Based
on this fact, it can be concluded that both globular shapes and
weak intermolecular attractions are key factors in forming
molecular plastic crystals. In contrast, a globular ion and a
non-globular counter ion (e.g. MNO2 (M = K, Rb, Cs, Tl, and
NH4).24–32 [Cn mpyr]X (X = SCN, FSI, TFSA, N{(SO2)C2F5}2,
etc.).2,4,15 NEt4X (X = N3, N(CN)2, etc.),33 piperidinium X (X =
ClO4, PF6, NO3),34,35 [Fe(C5R4H)2][CH2BrCF3] (R = H, Me),36

[Li 15C5][TFSA])5 form ionic plastic crystals. Thus, planar
or rod-like shapes are vital in forming ionic plastic crystals.
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In these compounds, a revolving door model28,31 can explain
the ionic translation in the plastic crystal: the isotropic reor-
ientation velocities of the non-globular ions (the revolving door)
are sufficiently small for the counter ions (the human) to
translate to lattice defects. However, globular shape ions (e.g.
[NR1R2R3R4] (R1, R2, R3, R4 = Me, Et, Pr, etc.)6,37–41 and [N–R
DABCO] (R = Me, Et) cations14 with [BEt3Me]� and [BEt4]�

anions) also form ionic plastic crystalline phases. From these
results, it can be considered that there is a relationship between
the shapes of the constituents and the strength of the interac-
tions in the plastic crystals. For the [NR4][BEt4]-type plastic
crystals, it can be considered that the Coulomb force acting
among the ions is sufficiently weak, similar to a molecular
plastic crystal (the alkyl groups of the cation and anion act as
spacers between the N and B atoms (centers of charge)). If the
Coulomb force is a key factor, it can be regarded that charge
shielding by alkyl groups also contributes to physical properties
of ionic plastic crystals. To reveal the shielding effect of the
alkyl group, compounds substituted from the ethyl group to
the isopropyl group were investigated in this study (Fig. 1).
Solid-state nuclear magnetic resonance (NMR) spectra provide
information on these interactions and their molecular dynamics.
Because the line widths of 1H NMR signals are mainly deter-
mined by dipole–dipole interactions, information about the
interactions among the constituents can be estimated. 1H NMR
spin–lattice relaxation time (T1) measurements show the activa-
tion energy of molecular motion (e.g., isotropic reorientation).
In the case of 13C NMR spectra, the line shapes of the powdered
samples are determined by chemical shift anisotropy (CSA);
therefore, Lorentz-type lines (three components of the chemical
shift (CS) tensor averaged by isotropic reorientation motion)
can generally be recorded in plastic crystals. In addition to
the NMR observations, differential scanning calorimetry (DSC)
and X-ray diffraction (XRD) measurements were performed.
In plastic crystalline phases, the isotropic reorientation motion
of the constituents results in large and small entropy changes
at the phase transition temperature (DtrS) from the ordinal
crystalline phases to the plastic phase and at the melting point
(DmpS), respectively. Timmermans reports the relationship
DmpS o 21 J K�1 mol�1 for plastic crystals.42 XRD measure-
ments provide beneficial information on plastic crystals, which
normally have NaCl- or CsCl-type cubic structures,5,6,14,37–41

based on the isotropic reorientation of cations and anions. In
addition, electrical conductivity measurements were carried out
to estimate the activation energies (Ea diff) of ion diffusion.

In this literature, the symbols Ttr1 and Ttr2 indicate the
phase-transition temperatures within solid phases upon moving
from higher to lower temperatures, and the symbols Dtr1S and
Dtr2S are the entropy changes at each transition temperature
between the solid phases. The characters of phase I, phase II,

etc., indicate the solid phases starting from a high temperature,
while phase I lies from Ttr1 to each decomposition temperature.

Experimental
Sample preparation

The cation component of [NEtxMe(3�x)(i-Pr)]I (x = 0–3) was prepared
by modifying the previous reported procedure:43 after adding
NEtxMe(3�x) and (i-Pr)I in methanol, the solution was refluxed at
70 1C for 2 days under N2 atmosphere. The obtained samples were
then dried by evaporation. The same procedures used in previous
reports6 were employed for the anionic components of Li[BEt3Me]
and Li[BEt4]. The same procedures in the previous reports6 were
employed. By adding Li[BEt3Me] or Li[BEt4] to each cation compo-
nent in an aqueous solution, powder samples of [NEtxMe(4�x)(i-Pr)]
[BEt(4�y)Mey] (x = 0–3, y = 1, 2) were obtained. The obtained samples
were recrystallized from water and dried under vacuum. The
product was successfully synthesized, as confirmed by 1H NMR
spectroscopy. The samples used in this study were obtained from
Kanto Kagaku Co. without LiEt dissolved in diethyl ether, NEt2(i-Pr)
(Sigma Aldrich Co.), NEtMe2 and NEt2Me (Tokyo Kasei Co.).

Measurements

Because plastic crystals frequently have metastable phases,
applying scan cycles to the DSC measurements is necessary.
Virgin crystals are generally heated immediately below each
melting point, and DSC measurements are performed. Unfor-
tunately, all the samples treated in this study decomposed
below the melting temperature. Therefore, thermogravimetric
(TG) analysis was performed using a Hitachi Hightech STA7300
calorimeter before DSC measurements. DSC measurements
were performed using a Hitachi Hightech DSC-7020 calori-
meter. All samples were placed in aluminum pans (h = 5 mm,
f = 5.2 mm) for the TG and DSC measurements. For the DSC
measurements, the samples were first cooled from room tem-
perature to approximately 200 K and subsequently heated to
370 K at a rate of 5 K min�1. A second cooling and heating cycle
was performed. The Ttr and DtrS values were recorded during
the second cycle.

XRD patterns were recorded using a Bruker D8 ADVANCE
diffractometer with a Cu anticathode. The TTK450 probe was
used at various temperatures. The powder patterns were plotted
in the scan range of 51–401 with an angular step size of 0.021.

Electrical conductivity (s) measurements were performed at
1 kHz at temperatures ranging from 298 K to below each
decomposition point using a two-terminal method employing
an Agilent Technologies E4980A Precision LCR meter equipped
with an Al sheet. The powdered sample was pressed into a disc
with a diameter of 1 cm and thickness of approximately 1 mm
at 20 kPa.

Solid-state 1H and 13C NMR spectra were recorded at the
Larmor frequency of 600.13 MHz and 150.92 MHz, respectively,
using a Bruker Avance 600 spectrometer (14.10 T). The samples
of [NEtxMe(3�x)(i-Pr)][BEt(4�y)Mey] (x = 0–3, y = 0, 1) were sealed in
handmade glass tubes with an outer diameter of approximatelyFig. 1 Chemical structures treated in this study (R1, R2, R3, R = Me, Et).
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4 mm. The glass tube was loaded into the solid-state probe, and
measurements were performed as a function of temperature
starting from room temperature. After waiting for 10 min, the 1H
and 13C NMR measurements were performed at each tempera-
ture. The spectra were obtained using the Fourier transform (FT)
of the free induction decay (FID) signals recorded after a p/2
pulse. Recycling times of 5 s and 20 s were employed for the 1H
and 13C measurements, respectively. The 1H and 13C NMR
spectra were recorded relative to an external water (d =
4.80 ppm) and external glycine (d = 43.16 ppm) reference,
respectively. The 13C signals of glycine were recorded at a magic
angle spinning (MAS) rate of 5 kHz using the cross-polarization
(CP) method. By exchanging the probe, the 1H NMR spectra of
the prepared samples dissolved in DMSO-d6 were recorded
relative to the solvent signals (d = 2.50 ppm).

Results and discussion
DSC

The DSC thermograms of [NEtxMe(3�x)(i-Pr)][BEt(4�y)Mey] (x = 0–
3, y = 1, 2) crystals are shown in Fig. 2. The sample was heated in
each chart from 180 K to 370 K (first heating run). TG measure-
ments predetermined the latter temperature before the DSC
measurements because all the samples treated in this study
decomposed below each melting temperature (using test-tube
observations, we checked that all compounds decomposed before
fusion). The sample temperature in the DSC measurements
successively decreased until ca. 180 K from 370 K and then
increased again (the second heating run). The same curves were
detected in the second heating scan as those in the first run
(Fig. 2); therefore, the phase transition temperatures (Ttr) and
entropy changes (DtrS) listed in Table 1 were determined from
the data in the second heating scan. The obtained Dtr1S (+Dtr2S)
values, except for [NEt2Me(i-Pr)][BEt3Me] and [NEt3(i-Pr)][BEt3Me],
were similar to those of the plastic crystals of [NEtxMe(4�x)]
[BEt(4�y)Mey] (x = 0–4, y = 0, 1).6,37,38,41 This suggests that motional
modes with large degrees of freedom occur in phase I of these
crystals. The obtained Ttr1 values were similar to those reported for
nonbranched crystals of [NEtxMe(3�x)][BEt(4�y)Mey].

6,37–41 (Table S1
and Fig. S1, ESI†).

XRD

The powder XRD patterns of [NEtxMe(3�x)(i-Pr)][BEt(4�y)Mey]
(x = 0–3, y = 0, 1) compounds recorded at various temperatures
are shown in Fig. 3. The reflection patterns detected in phase I
for each salt could be indexed to the CsCl-type cubic structure.
This result suggests that the constituents underwent overall
molecular motion with large amplitudes in phase I. In contrast,
complex patterns are observed in the lower-temperature
phases. Unfortunately, the patterns recorded in phases II and
III of each salt could not be fitted to a unique space group.
Based on the large Dtr1S (+Dtr2S) values, it can be considered
that the ions had a small degree of freedom of motion in
phases II and III. Thus, the complex powder patterns were
consistent with the DSC results. The estimated lattice constants

(a) of the cubic crystal structure phase are summarized in
Table 2. Some reported values are also listed in the table for
comparison with the lattice constants of other nonbranched
plastic crystals of [NEtxMe(4�x)][BEt(4�y)Mey] (x = 0–4, y = 0,
1).It can be assumed that the distance from the N atom to the
terminal CH3 of the isopropyl group in the cations is similar
to that in the ethyl group: Similar a values would be obtained in
[NEtxMe(3�x)(i-Pr)]X and [NEtxMe(3�x)Et]X (x = 0–3, X = [BEt3Me]
and [BEt4]). However, the relationship [NEtxMe(3�x)(i-Pr)]X 4
[NEtxMe(3�x)Et]X was obtained. Thus, the apparent cation
radii (rcation) of [NEtxMe(3�x)(i-Pr)]+ and [NEtxMe(3�x)Et]+ were
estimated using the [BEt3Me]� radius of 401 pm, which was
simulated using the B3LYP/6-311+G** function. The rcation

values are summarized in Table 2. The rcation values of [NEtx-

Me(3�x)(i-Pr)]+ were 19–29 pm higher than those of the corres-
ponding [NEtxMe(3�x)Et]+ cations.

13C NMR

In order to assign ionic motions that occurred in each crystal,
13C NMR measurements of the powdered samples were per-
formed without the MAS method. The 13C NMR spectra
recorded in phase I for all crystals are shown in Fig. 4. Narrow
line shapes were observed in the spectra. Because decouple
pulses were applied to 1H nuclei in the measurement, it can be
regarded that the line-breadths and-shapes of the 13C NMR
spectra are caused by CSA rather than dipole–dipole

Fig. 2 DSC thermal traces in the first and second heating run of each
[NEtxMe(3�x)(i-Pr)][BEt(4�y)Mey] (x = 0–3, y = 0, 1) compound. The thermo-
grams were recorded from left bottom in each sample.
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interactions between 13C nuclei (ca. 1% 13C nuclei are distrib-
uted over the sample). In the case of [NEt4]Br, which forms an
ordinal crystal, the 13C NMR signal of a-carbon shows a CSA
powder pattern with a linewidth of 60–80 ppm.6 Based on this
fact, estimating the line-breadths and -shapes of a-carbon in
both ions benefits the discussion of the motional modes. The
signals attributed to the cations and anions were fitted using
Lorentz functions, as shown in Fig. 5 (the obtained CS values
and assignments are listed in Table 3). The 13C NMR results
suggest that both the cation and anion undergo isotropic
reorientation in phase I, and the compounds treated in this
study can be classified as ionic plastic crystals.

1H NMR spectra and relaxation time, T1

To obtain information about the inter- and intramolecular
interactions, 1H NMR measurements of the powdered samples

Table 1 Entropy changes (J mol�1 K�1) at each phase transition temperature of [NEtxMe(3�x)(i-Pr)][BEt(4�y)Mey] (x = 0–3, y = 0, 1). The temperatures are
shown in parenthesis, and the unit is in K

Dtr2S/J mol�1 K�1 Dtr1S/J mol�1 K�1

[NMe3(i-Pr)][BEt3Me] 64 � 1 (227 � 1)
[NEtMe2(i-Pr)][BEt3Me] 29 � 1 (197 � 1)
[NEt2Me(i-Pr)][BEt3Me]
[NEt3(i-Pr)][BEt3Me] 3 � 1 (184 � 1) Value was not determined correctly (251 � 1)
[NMe3(i-Pr)][BEt4] 15 � 1 (241 � 1) 24 � 1 (271 � 1)
[NEtMe2(i-Pr)][BEt4] 50 � 1 (242 � 1)
[NEt2Me(i-Pr)][BEt4] 38 � 4 (217 � 1) 19 � 5 (235 � 1)
[NEt3(i-Pr)][BEt4] 78 � 1 (245 � 1)

Fig. 3 XRD powder patterns of [NEtxMe(3�x)(i-Pr)][BEt(4�y)Mey] (x = 0–3,
y = 0, 1) recorded at each solid phase.

Table 2 Lattice constants (a) of the cubic structure (phase I) of [NEtx-

Me(3�x)(i-Pr)][BEt(4�y)Mey] (x = 0–3, y = 0, 1), and apparent ionic radius
(rcation) of the cations which is estimated by each a value and [BEt3Me]� of
401 pm. In this table, a values reported in some plastic crystals are also
summarized

a/pm

rcation/pm[BEt3Me] [BEt4]

[NMe4] 722 � 1a 736 � 3a 224 � 3
[NEtMe3] 734 � 3a 749 � 3a 225 � 3
[NEt2Me2] 750 � 1a 766 � 3a 249 � 3
[NMe3(i-Pr)] 755 � 2 772 � 2 254 � 2
[NEt3Me] 755 � 3a 779 � 3a 257 � 4
[NEtMe2Pr] 760 � 2b — 257 � 2
[NEt4] 769 � 2a 792 � 3a 268 � 3
[NEt2MePr] 772 � 2b — 268 � 2
[NEtMe2(i-Pr)] 773 � 2 787 � 2 268 � 2
[NEt2Me(i-Pr)] 788 � 2 800 � 2 280 � 2
[NEt3(i-Pr)] 800 � 2 808 � 2 289 � 3

a Ref. 6. b Ref. 41.

Fig. 4 13C NMR spectra recorded at 298 K (phase I) of [NEtxMe(3�x)-
(i-Pr)][BEt(4�y)Mey] (x = 0–3, y = 0, 1).
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were carried out without the MAS method. The 1H NMR spectra
recorded in phase I for all crystals treated in this study are
shown in Fig. 6. Because narrow line shapes were recorded, the
1H NMR data also supported the conclusion that the constitu-
ents underwent isotropic reorientation in phase I.

To obtain information about ionic motion, 1H NMR T1

measurements were also performed. An inversion recovery
method (pulse sequence: p – t – p/2) was applied to estimate
T1 values (t: interval time between two pulses). Using this
method, the magnetic recovery curves were fitted to the follow-
ing single exponential function:44

ln
Meq

z �Mz tð Þ
2Meq

z
¼ � t

T1
(2)

Here, Meq
z and Mz(t) are the magnitudes of the magnetizations

along the static magnetic field (z-direction) at thermal equili-
brium and at an interval time (t), respectively. Applying this
equation to the recovery curve obtained, the T1 value was
determined for each sample at each temperature. This result
indicates that one type of motion mainly contributes to the
relaxation of the 1H nuclear spins in phase I. The temperature

Fig. 5 Spectral analysis of 13C NMR spectra of [NEtxMe(3�x)(i-Pr)][BEt(4�y)Mey] (x = 0–3, y = 0, 1.). The observed signals are shown as solid black
envelopes. The spectra are plotted as broken lines, and the sum of the lines is shown as a blue curve.

Table 3 Obtained chemical shift values (d) in ppm and assignment of 13C NMR lines of [NEtxMe(3�x)(i-Pr)][BEt(4�y)Mey] (x = 0–3, y = 0, 1). Since linewidth
was 4–6 ppm, accuracy of d value is estimated within 2–3 ppm

N–�CH3 N–�CH2–CH3 N–CH2–�CH3 N–�CH–(CH3)2 N–CH–(�CH3)2 B–�CH3 B–�CH2–CH3 B–CH2–�CH3

[NMe3(i-Pr)][BEt3Me] 56 — — 74 21 21 25 17
[NEtMe2(i-Pr)][BEt3Me] 48 59 8 65 21 16 20 12
[NEt2Me(i-Pr)][BEt3Me] 43 54 8 64 21 16 20 12
[NEt3(i-Pr)][BEt3Me] — 51 7 61 18 15 18 10
[NMe3(i-Pr)][BEt4] 55 — — 73 22 — 22 17
[NEtMe2(i-Pr)][BEt4] 48 59 9 66 18 — 18 13
[NEt2Me(i-Pr)][BEt4] 43 54 8 64 17 — 17 13
[NEt3(i-Pr)][BEt4] – 57 14 68 22 — 22 17

Fig. 6 1H NMR spectra recorded in phase I of [NEtxMe(3�x)(i-
Pr)][BEt(4�y)Mey] (x = 0–3. y = 0, 1.). The whole lines were recorded at
298 K and 600.13 MHz.
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dependence of 1H NMR T1 values obtained for each compound are
shown in Fig. 7. The T1 values increase with increasing tempera-
ture. This tendency is similar to that reported for plastic crystals
with nonbranched alkyl groups, [NEtxMe(4�x)][BEt(4�y)Mey] (x = 0–4,
y = 0, 1).6,41 This monotonic increase indicates that the motion
is sufficiently fast compared with the observed frequency
(600.13 MHz). In this case, the following relation (high-
temperature approximation) can be applied to T1 analysis:44

1

T1
/ tc (3)

In general, the correlation time (tc) can be linked to the
Arrhenius relation:

tc ¼ t0 exp
Ea rot

RT

� �
(4)

Here, t0, Ea rot, and R are the correlation time at T = N, the
activation energy of molecular motion, and the gas constant,
respectively. Using eqn (3) and (4), the straight line displayed in
Fig. 7 and the Ea rot values listed in Table 4 were obtained. Based
on the result of the 13C NMR spectra, it can be concluded that
the isotropic reorientation motion contributes to T1 relaxation.
The obtained Ea values were slightly smaller than those of the
non-branched plastic crystals of [NEtxMe(4�x)][BEt(4�y)Mey] (x =
0–4, y = 0, 1).6,41 To reveal the substituent effects on isotropic
reorientation, we plotted the Ea rot values as a function of a,
estimated from the XRD data (Fig. 8a). The figure shows that
the Ea rot values of the compounds containing i-Pr group are
related to the a values. In addition, the Ea rot values were lower
than those of the corresponding salts without branched struc-
tures in the cation. As described in the XRD section, com-
pounds with i-Pr groups have larger lattice constants than salts
without a branched cation structure. Based on the NMR and
XRD results, it can be concluded that the i-Pr group reduced the
Coulombic interaction between the cation and anion, and the

shielding effect of the CH3 group resulted in large apparent
cation sizes and low Ea rot values for isotropic rotation.

Electrical conductivity

Since it is well known that the constituents in the plastic crystal
can jump to the neighbor crystal defect with small activation
energies,6,37–41 electrical conductivity (s) measurements were per-
formed as a function of temperature. The results are presented in
Fig. 9. The obtained s values were similar to those reported for
nonbranched plastic crystals of [NEtxMe(4�x)][BEtyMe(y�3)] (x = 0–4,
y = 0, 1).6,41 Here, the data fluctuation was recorded at 360 K in the
[NMe3(i-Pr)][NEt4] crystal. Because the DSC (Fig. 2) charts do not
show any change around the temperature, a measurement error is
considered in the s observation. The activation energy of ion
diffusion (Ea diff) was estimated using the following equation:

s ¼ A

T

� �
exp �Ea diff

RT

� �
(5)

Here, A is a constant that depends on the number of vacancies, ion
jump distance, and crystal structure. Plotting ln (sT) as a function
of T�1 (Fig. S2, ESI†), the Ea diff values listed in Table 5 were
obtained. Some compounds showed a change in the slope (Fig. S2,
ESI†). Such phenomena are frequently recorded when the mobi-
lities of cations and anions differ in the plastic phase6,14,25–29,34–41

The similar Ea diff values are obtained in the [NMe3(i-Pr)]-
[BEtyMe(y�3)] crystals to those of [NEtxMe(4�x)][BEtyMe(y�3)], as
shown in Table 5. The Ea dfft values were plotted as a function of
the lattice constant, similar to those for isotropic rotation, to reveal
the substituent effects on ion diffusion. The results are presented
in Fig. 8b. A branching effect on the Ea dfft values was observed for
the [BEt3Me] compounds; conversely, little contribution was
recorded for the [BEt4] salts. The difference between [BEt3Me]
and [BEt4] can also be explained by the shielding effect of the alkyl
groups; because the [BEt4]� anion has one more CH2 group, it can
be considered that the shielding effect is sufficient. Therefore, the
shielding effect of the i-Pr group on the cations decreased in the
compounds.

Conclusion

In this study, eight new ionic plastic crystals [NEtxMe(3�x)(i-Pr)]-
[BEt(4�y)Mey] (x = 1–3, y = 0, 1) was observed, revealing that the
shielding effect of the alkyl group contributed to the formation
of an ionic plastic crystalline phase. DSC measurements showed
large entropy changes at the phase transition temperature to the
plastic phase (phase I) (except for [NEt2Me(i-Pr)][BEt3Me] and

Fig. 7 Temperature dependences of 1H NMR T1 obtained in phase I of
each compound. [NMe3(i-Pr)][BEt3Me] ( ), [NEtMe2(i-Pr)][BEt3Me] ( ),
[NEt2Me(i-Pr)][BEt3Me] ( ), [NEt3(i-Pr)][BEt3Me] ( ), [NMe3(i-Pr)][BEt4] ( ),
[NEtMe2(i-Pr)][BEt4] ( ), [NEt2Me(i-Pr)][BEt4] ( ), [NEt3(i-Pr)][BEt4] ( ).

Table 4 Activation energies Ea rot in kJ mol�1 of isotropic reorientation
motion of each crystal

[BEt3Me] [BEt4] [BEt3Me] [BEt4]

[NMe3(i-Pr)] 10 � 1 13 � 1 [NEtMe3] 9 � 1a 14 � 1b

[NEtMe2(i-Pr)] 11 � 1 14 � 1 [NEt2Me2] 11 � 1a 13 � 1b

[NEt2Me(i-Pr)] 12 � 1 14 � 1 [NEt3Me] 15 � 1a 16 � 1b

[NEt3(i-Pr)] 12 � 1 14 � 1 [NEt4] 16 � 2a 16 � 1b

a Ref. 6. b Ref. 41.
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[NEt3(i-Pr)][BEt3Me]). The powder XRD patterns were indexed to
a CsCl-type cubic structure in each plastic phase. The line shapes
of the solid-state 13C NMR spectra revealed that both cations and

anions underwent isotropic reorientation in the plastic crystal-
line phases. The solid-state 1H NMR spectra also confirmed this
motion. The Ea rot values were determined by 1H NMR T1

measurements. The temperature dependence of the electrical
conductivity was estimated using the Ea diff values. Analysis of the
XRD data reveals that the apparent size (rcation) of the [NEtx-

Me(3�x)(i-Pr)] cation is slightly larger than that of the corres-
ponding [NEtxMe(3�x)Et] cation. In addition, the Ea rot and Ea diff

values of the [BEt3Me] compounds with branched cations were
lower than those of the non-branched salts. In contrast, the
shielding effect was reduced to the Ea diff values in the [BEt3Me]
salts. Although preparing and comparing more compounds is
necessary to investigate the shielding effect quantitatively, qua-
litative validation was achieved in this study.

Fig. 8 Activation energies of (a) isotropic reorientation (Ea rot) and (b) ion diffusion (Ea diff) as a function of lattice constant (a) in CsCl-type cubic crystal
structures of [BEt3Me] and [BEt4] compounds with [NMe3(i-Pr)] ( ), [NEtMe2(i-Pr)] ( ), [NEt2Me(i-Pr)] ( ), and [NEt3(i-Pr)] ( ). In the figures, the reported
data of [BEt3Me] and [BEt4] salts with [NMe4] ( ), [NMe3Et] ( ), [NEt2Me2] ( ), [NEt3Me] ( ), and [NEt4] ( ) and the others ( ),6,38,41 are also plotted.

Fig. 9 Temperature dependences of electrical conductivity (s) in phase I
of each salt. [NMe3(i-Pr)][BEt3Me] ( ), [NEtMe2(i-Pr)][BEt3Me] ( ), [NEt2-

Me(i-Pr)][BEt3Me] ( ), [NEt3(i-Pr)][BEt3Me] ( ), [NMe3(i-Pr)][BEt4] (+), [NEt-
Me2(i-Pr)][BEt4] (+), [NEt2Me(i-Pr)][BEt4] (+), [NEt3(i-Pr)][BEt4] (+).

Table 5 Activation energies Ea diff (kJ mol�1) obtained by electrical con-
ductivity measurements. (Ea diff values in parenthesis are estimated in each
high-temperature region)

[BEt3Me] [BEt4] [BEt3Me] [BEt4]

[NMe3(i-Pr)] 26 � 5 55 � 4 (49 � 5) [NEtMe3] 43 � 1a 27 � 1b

[NEtMe2(i-Pr)] 16 � 3 31 � 5 [NEt2Me2] 63 � 4a 30 � 3b

[NEt2Me(i-Pr)] 30 � 4 28 � 5 (80 � 4) [NEt3Me] 62 � 3a 24 � 4b

[NEt3(i-Pr)] 39 � 3 32 � 4 (65 � 4) [NEt4] 61 � 5a 50 � 6b

a Ref. 6. b Ref. 41.
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