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To achieve desirable properties of side-chain polymers, elaborately manipulating the interplay between
the polymer backbone and side-chains is vital, which can be done by adjusting the graft density of side-
chains. Here, we report a series of polyethylene derivatives with the aromatic biphenyl side-chains pre-
cisely grafted on every 2", 7" and 15" carbon (Pns, n = 2, 7, and 15) along the aliphatic backbone, the
graft densities of which are nearly 4, 1, and 0.5 side-chains per nanometer, respectively. The self-assembly
structures and phase transitions of Pns were investigated using various techniques. We demonstrate that
precisely adjusting the distance between two adjacent side-chains, i.e., the side-chain spacing, can drasti-
cally alter the local coupling of the backbone and rod-like mesogenic side-chains, leading to different
backbone conformations and anisotropic interactions. Compared to P2 that is an ordinary side-chain
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liquid crystalline polymer (SCLCP) forming a crystal E phase, P7 and P15 exhibit a three-dimensionally (3D)
ordered structure Kx and a two-dimensional (2D) rectangular columnar phase Colg, respectively, which
are unprecedented in SCLCPs. Moreover, the phase transition pathway can also be modified remarkably
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rsc.li/polymers when the graft density is varied.

Introduction

Attaching side-groups/chains to the linear polymer backbone
is a general strategy to develop advanced functional polymer
materials." For the same backbone, even slightly modifying
the side-group structure can endow the polymers with very
different mechanical properties and diverse responses to exter-
nal stimuli.>® Meanwhile, fundamental characteristics of the
polymers can also be drastically changed. For example, atactic
polypropylene, which just possesses a methyl side-group on
every 2" carbon along the backbone, has a plateau modulus
nearly one fifth and a reptation tube diameter twice that of
polyethylene (PE).* For side-chain polymers, the graft density
is the key parameter determining the interactions between the
side-chains and the linear backbone. With a fixed graft
density, enlarging the side-group size can switch the chain
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from a coil to wormlike to a rod,>® as the chain persistent
length is increased systematically.”® Increasing the graft
density can result in a similar tendency, as exemplified by the
polymers with a linear backbone and long side-chains.” ™"
Practically, the graft density is usually adjusted by random
copolymerization'*'® or “grafting-to” methods.""'**® As a
result, although the average graft density can be estimated, the
distance between every two adjacent side-groups/chains along
the chain contour, ie., the side-chain spacing, is often not
exactly controlled. To explicitly unveil the interplay between
the side-chains and the backbone, precise side-chain polymers
with a regular distribution of side-chains are highly desired. It
has been demonstrated that precisely defined PE derivatives
can provide a solid basis for the study on molecular dynamics
and structures.'®'® Wagener et al. have investigated systemati-
cally the precision-branched PE synthesized using the acyclic
diene metathesis (ADMET) polymerization method.*>*" For
the samples with butyl as the pendant, when the spacing
between two branches increases from 14 to 74 methylenes, the
melting point increases from —33 to 104 °C, continuously
approaching the melting point of ADMET synthesized linear
PE at 134 °C.** Using the samples with different alkyls placed
on every 21% carbon of the PE backbone, it has been found
that the pendants larger than ethyl are excluded from the
crystal, resulting in roughly the same melting temperature
close to 20 °C.*® Introducing functional groups to precision PE

This journal is © The Royal Society of Chemistry 2020
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Scheme 1 (a) Chemical structures of Pns (n = 2, 7, and 15). (b) Schematic of CrE, Kx and Colg for P2, P7 and P15, respectively. The blue regions are
occupied by the biphenyl groups. (c) Snapshots of chain models of Pns. To seek clarity, only the backbone is shown, and the side-chains are rep-
resented by blue spheroids. R, indicates the distance between two carbons on the backbone that connect the two adjacent side-chains.

also paves the way to advanced materials for energy and separ-
ation applications.>*

It is very interesting to note that bearing a long branch of
21-carbon alkyl some precision PE samples may have better
packing of molecules with different crystal morphologies.* It
has been reported that with a large side-chain spacing the
precise side-chain polyester can render sophisticated self-
assembly with hierarchical structures.”®*” These observations
suggest that there exist complex interplays of main- and side-
chains. In the present work, we accurately place rod-like meso-
genic side-chains, which are aromatic rather than aliphatic,
onto the PE backbone. We anticipate that the resultant side-
chain liquid crystalline polymer (SCLCP) can render “local
coupling” between the backbone and side-chains more sensi-
tive to the variation of the side-chain spacing, considering the
tendency of nano-segregation between aromatic and aliphatic
components and the anisotropic interactions of mesogens. In
consequence, it would be possible to reveal the coupling
mechanism at different graft densities in a more quantitative
way, namely, how the side-chains affect the backbone confor-
mation and how the main-chain regulates simultaneously the
self-assembly of side-chains. It is well known that insertion of
a reasonably long “flexible spacer” between the backbone and
mesogen is apt to promote the liquid crystal (LC) ordering in
SCLCPs due to the dynamic decoupling of the backbone and

This journal is © The Royal Society of Chemistry 2020

side-chains.?®**° However, the graft density effect has not been
well addressed so far.**~>?

The precise SCLCPs we study here possess biphenyl side-
chains on every 2nd 7t and 15™ carbon of the PE backbone,
respectively (Pn, n = 2, 7, and 15, Scheme 1a). P2 was obtained
using controlled radical polymerization. P7 and P15 were pre-
pared using ADMET polymerization followed by hydrogen-
ation.>®> We will show that, compared with P2 forming a crystal
E (CrE) phase, P7 exhibits a three-dimensionally (3D) ordered
structure (Kx) and P15 a two-dimensional (2D) rectangular
columnar phase (Colg), which are unusual in SCLCPs
(Scheme 1b). It is found that the mesogenic side-chains exert a
great influence on the backbone conformation (Scheme 1c).
The P2 backbone with the highest graft density is largely
extended. On the length scale of the repeating unit, P7 is quite
stiff and P15 is quite flexible. The compromise due to the coup-
ling of the backbone and biphenyls results in dramatically
changed molecular packings and phase transition behaviors.

Results and discussion
Synthesis and polymerization

As a typical SCLCP, P2 was obtained from the corresponding
acrylate monomer by reversible addition-fragmentation chain

Polym. Chem., 2020, 11, 1454-1461 | 1455
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Fig. 1 Synthetic routes of M7 and P7.

transfer (RAFT) polymerization. To get P7 and P15, the synthesis
was more complex, as the a,m-diene monomers were needed to
be prepared first. Using P7 as an example, the synthetic route is
illustrated in Fig. 1. In brief, 2-(3-buten-1-y1)-5-hexenoic acid (1)
was synthesized using diethyl malonate and 4-bromo-1-butene
as raw materials (Fig. 1a). 4-(4-Bromobutoxy)-4-methoxy-1,1'-
biphenyl (3) was obtained by two steps of substitution reaction
(Fig. 1b). As shown in Fig. 1c, nucleophilic substitution of 1 and
3 led to the monomer M7. At 35 °C, M7 was polymerized by the
ADMET method using the Grubbs 1% catalyst for 48 h.
Successive nitrogen purge was used to remove the by-product
ethylene. Afterwards, hydrogenation resulted in the polymer P7.
M15 and P15 were synthesized in the same way.

Detailed synthesis and molecular characterization are
described in the ESLT All the intermediates and monomers
were well characterized using various techniques with the sat-
isfactory analysis data. Owing to the condensation polymeriz-
ation mechanism of ADMET, molecular weight (MW) distri-
butions of the crude polymers of P7 and P15 were broad; thus,
MW fractionation was carried out. As shown in Table 1, the frac-
tionated samples possessed a number-averaged MW (M,,) of
~1.9 x 10" g mol™ and a polydispersity index (PDI) of
~1.4 measured by gel permeation chromatography (GPC) cali-
brated using polystyrene standards. It was hard to get P2 with a
high MW (see Table 1, M, of 4.5 x 10’ g mol™"), probably due to

Table 1 Molecular characteristics of Pns

M,* Density”
Sample  (kgmol™)  PDI* (gem™)  Woipn' (%)  foipn” (%)
P2 4.5 1.12 1.18 61 64
pP7 18.5 1.41 1.14 50 46
P15 19.7 1.37 1.08 39 34

“Number average molecular weight (M,) and polydispersity index
PDI) were measured by GPC calibrated with polystyrene standards.
Experimental density measured using a floating method. © Wy, and

Joiph are the weight and volume fractions of biphenyl mesogens,
respectively.
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the poor solubility of the polymer in the solvent during polymer-
ization. Nevertheless, we found that the obtained samples of P2
could show the phase structure affected little by the MW.

Table 1 also lists the weight fractions of biphenyl mesogens
in Pns. Assuming that the ordered packed biphenyl groups
possess a density of 1.25 ¢ em™ (such as in the CrE phase),
the biphenyl volume fractions were estimated based on the
measured density, which are decreased from 64% to 34% with
n increasing from 2 to 15. In this case, the change of physical
properties of Pns could be anticipated.

Phase identification

We identified the phase structures of Pns using X-ray diffrac-
tion (XRD). Well-developed ordered structures could be
obtained by annealing Pns at temperatures slightly below their
isotropic temperatures (7;s). In the one-dimensional (1D) XRD
profile (Fig. 2), P2 presents low angle diffractions with a g-ratio

—P2
—P7
—P15

low angle region
diffusive

+« bump *
a 2q

_J\/‘-\—/
1.43q"
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Intensity

200
210
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Fig. 2 1D XRD profiles of Pns after annealing at temperatures slightly
below their T;s recorded at room temperature.
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(g = 4msin 6/4, with 20 being the scattering angle and 4 being
the wavelength) of 1:2:3, manifesting a smectic-like layer
structure with a period of 2.22 nm. On the other hand, the
three sharp diffractions in the high angle region can be
indexed as (110), (200) and (210), respectively. Thus, an ortho-
rhombic lattice of CrE with a = 0.78 nm, » = 0.54 nm and ¢ =
2.22 nm can be determined (Table S1}), which is similar to
that reported in the literature.****

While the CrE phase can be readily resolved for P2, the 1D
XRD results of P7 and P15 indicate that their structures are
more complex than the conventional LC phases (Fig. 2). P7
renders quite a few diffractions in both low and high angle
regions, evidencing a highly ordered structure of molecular
packing. For P15, a strong single diffraction is observed at
0.43 nm in the high angle region, reminiscent of the hexag-
onal packing of mesogens in the hexatic or crystal B phase. On
the other hand, in the low angle region, scattering bumps can
be well recognized in addition to the first diffraction at
1.81 nm. This outcome suggests that there exists a special self-
assembly other than the layer structure on the nanometer
scale.

To determine the LC structures of P7 and P15, which we
denote as Kx and Colg, respectively, 2D XRD was employed.
The orientated samples were prepared by mechanical shearing
when the temperature became just slightly below T; upon
cooling. The 2D XRD patterns of the uniaxially oriented
samples are shown in Fig. 3, with the shear direction assumed
as the meridian. For Ky in P7, according to the diffraction geo-
metry, the spots 1 on the meridian, 2, 3 and 4 in the quad-
rants, and 5 on the equator in Fig. 3a are assigned to be (002),
(101), (112), (301) and (310), respectively. As a result, all the
diffractions detected for P7 can be well indexed using an
orthorhombic lattice with ¢ = 1.62 nm, » = 0.80 nm and ¢ =
1.74 nm (Table S27).

For Coly in P15, we paid attention to the scatterings in the
low angle region. The spots 1’ on the meridian (shear direc-
tion) and 2’ and 3’ in Fig. 3b can be indexed as (01), (10) and
(11), respectively. Thus a 2D rectangular unit cell of Colg with
a = 1.27 nm and b = 1.81 nm can be determined. Compared
with the sharp diffraction (01), the spot of (10) on the equator

Shear
direction

Fig. 3 2D XRD patterns of oriented (a) P7 and (b) P15 after annealing
recorded at room temperature.
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is diffusive, indicating that the correlation length along the
a-axis is relatively short in Colg. On the other hand, the strong
diffraction in the high angle region at 0.43 nm concentrated
on the equator is attributed to the packing of the mesogens of
biphenyl that are parallel to the shear direction.

Molecular packing scheme

The aforementioned results show clearly that the phase struc-
tures of Pns change significantly when the side-chain spacing
is precisely tuned. The molecular packing schemes of Pns were
further investigated, with the aid of reconstruction of a relative
electron density map (EDM) and molecular simulation (see
ESIt).

P2 is actually an ordinary SCLCP, similar to other SCLCPs
synthesized from vinyl monomers.>® The EDM of the layer
structure of P2 was calculated based on the four low angle
diffractions (Fig. S1t). Within the layer period, two electron
density maxima and two minima can be clearly seen from the
1D electron density variation along the layer normal. For P2,
the extended side-chain length measured from the carbon on
the backbone to the carbon on the methoxy end group is
1.88 nm, 0.34 nm smaller than the layer period of 2.22 nm
determined experimentally (Fig. S2at). As a result, a monolayer
structure, which is similar to the interdigitated smectic A
(SmAy),%” can be inferred.

We presume that in the CrE of P2, the biphenyl groups
emanating from the adjacent main-chain layers can interdigi-
tate and interact together, forming a biphenyl layer with the
highest electron density (Fig. S2bt). On the other hand, the
spacers and the methoxy groups are arranged in the space
between the biphenyl and main-chain layers, corresponding to
the minimum of the electron density. In CrE, the biphenyl
mesogens should exhibit a herringbone array.****> The P2
main-chains are squeezed in a very thin space with a thickness
of ~0.5 nm in the smectic-like structure. The atactic structure
of the P2 main-chain and the chain ends can introduce signifi-
cant defects in the molecular packing, and thus may prevent
the propagation of the crystalline order of biphenyl along the
layer normal.?®

Of particular interest is that P7 and P15 abandon the
smectic structure that prevails in SCLCPs. As schematically
drawn in Scheme 1b, P7 has the biphenyl mesogens registered
in the orthorhombic lattice of Ky, and the mesogens of P15
form columns embedded in the aliphatic mixture.

According to the orthorhombic lattice of P7 and the
measured density, it is found that the unit cell of Ky contains
4 repeating units and thus 4 biphenyls. This result is sup-
ported by the 3D EDM of P7 calculated based on the 7 indexed
diffractions (see ESI, Fig. 4a and S37). In the EDM in Fig. 4a,
the vertical bar-like and horizontal meniscus-like domains
suggest the approximate locations of biphenyl and carbonyl
groups, respectively, which have electron densities higher than
the aliphatic components. The EDM indicates that the biphe-
nyls are parallel to the c-axis (the shear direction in Fig. 3a), in
agreement with the strong high angle diffractions on the
equator. Interestingly, we find that in the lattice two adjacent

Polym. Chem., 2020, 1,1454-1461 | 1457
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Fig. 4 (a) Reconstructed 3D EDM of Ky of P7. The display box size is
3.2 nm X 3.2 nm x 3.2 nm. The vertical bar-like and horizontal menis-
cus-like domains correspond to the approximate locations of biphenyl
and carbonyl groups, respectively. (b) Possible molecular packings of P7
in Kx viewed along the b-axis.

biphenyl groups on the ac plane form a “pair”. Furthermore,
the two “pairs” in the orthorhombic lattice are located at (0, 0,
0) and (1/2, 1/2, 1/2), respectively. Namely, along the b-axis,
two neighboring “pairs” are separated with a distance of
0.8 nm. In this case, the n-n interaction of biphenyls is not
maximized in Ky, and the methylene units have to fill the
space between the biphenyl “pairs”.

To reveal how the methylene units pack in Ky of P7, we per-
formed polarized FT-IR experiments on the sheared P7 after
thermal annealing. In the CH, bending region
(1440-1485 cm™'), the absorption bands at ~1475 and
~1468 cm™' correspond to the trans- and gauche-dominated
conformation, respectively, the vibration directions of which
are perpendicular to the axis of the methylene segment
(Fig. S4t). Fig. 5a of oriented P7 shows that the 1475 cm™" band
at a polarizing angle of 0° (i.e., the polarizer is parallel to the
shear direction) is much weaker than that at 90°, giving a
dichroic ratio Ay/A; of 0.08. Thus, the trans-dominated methyl-
ene segments are largely distributed parallel to the c-axis of Kx.

Note that the extended length of two repeating units of P7
is 1.80 nm, slightly larger than the ¢ of Kx (1.74 nm). With this
in mind, we gave the most possible conformation and chain
packing of P7 in Ky by use of molecular simulation (Fig. 4b).

P7

1475 cm™

Absorbance
Absorbance

1520 1500 1480 1460 1440 1420
Wavenumber (cm™)

1520 1500 1480 1460 1440 1420
Wavenumber (cm™)

Fig. 5 Polarized FT-IR spectra of oriented (a) P7 and (b) P15 with 0°
(parallel) and 90° (perpendicular) rotating polarized angles with respect
to the shear direction. The dashed curves correspond to trans- (1475 or
1476 cm™) and gauche- (1466 or 1468 cm™?) dominated conformations.
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The backbone, which is extended, intercalates in the vacancy
between two parallel “pairs” of biphenyls. After going through
the “pairs”, the main-chain can have the carbonyl group to
further connect the biphenyl group through the spacer. The
simulated diffraction profile of the molecular model agreed
with the experimental XRD result (Table S2 and Fig. S51). The
Ky of P7 can be viewed as a kind of soft crystal. We note that,
without the control of tacticity, the carbonyls can point to
either the left or right, and the spacers may have some dis-
ordered conformations. Therefore, some intrinsic defects and
local disorders exist in Kx.

P15 presents sharp low angle diffractions on the meridian
with the first order one at 1.81 nm. One may presume that P15
still presents the smectic-like layer structure. However, the
volume fraction of biphenyls is estimated to be ~34% (Table 1).
If the common layered structure were assumed, the biphenyl
layer thickness would be ~0.61 nm (= 0.34 x 1.81 nm). As men-
tioned above, the strong diffraction concentrated on the equator
at 0.43 nm indicates that the mesogens are perpendicular to the
layer surface. Therefore, the thickness of 0.61 nm is too small
compared to the length of biphenyl. Consequently, P15 will
have some unique nano-segregation morphology different from
the structure such as hexatic B or crystal B.

Using the three diffractions/scatterings shown in the low
angle region, i.e., 1', 2’ and 3’ indicated in Fig. 3b, we calcu-
lated the 2D EDM of P15. The scatterings 2’ and 3’ are weak;
however, they constantly appeared when the ordered molecular
packing of P15 was well developed, indicating that they reflect
the intrinsic nano-segregation between the aromatic and ali-
phatic components in P15.>° The EDM in Fig. 6a shows that
on the nanometer scale P15 has the columns (the red area)
arranged in a 2D rectangular lattice with the p2mm symmetry.
Within the columns that have higher electron density, the
biphenyls will pack parallel to each other (Scheme 1b).
Compared to the ordinary smectic structures of SCLCPs, we
think that in P15 the columns are resulted from slicing the
mesogen layers, suggesting a frustrated molecular packing.

Polarized FT-IR experiment on the oriented P15 shows that
for the 1476 and 1466 cm™" bands the dichroic ratios of Aj/A;

1Y

b Axis (nm)

a Axis (nm)
Fig. 6 (a) Reconstructed 2D EDM result and (b) possible molecular

packings of P15 in Colg. In (b), one P15 chain containing 4 repeating
units is shown; the biphenyl groups are parallel to the b-axis.

This journal is © The Royal Society of Chemistry 2020
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are 0.18 and 1.12, respectively (Fig. 5b). The outcome suggests
that in Colg the trans-dominated methylene segments tend to
be parallel with the b-axis and thus the biphenyls. However,
the gauche-dominated ones have no obvious preferential orien-
tation. Accordingly, we built a molecular model to show the
possible way of how the space in Colg can be filled (Fig. 6b).
Between the mesogen columns, the methylene segments that
are long enough can form folds. The folded parts contain
more gauche conformation, and the parts that are more paral-
lel to biphenyl can be trans-dominant. Note that there is a
weak and diffusive scattering at 1.63 nm on the equator
(indexed as 4’ in Fig. 3b), evidencing an additional density
fluctuation. Assuming that this fluctuation is perpendicular to
not only the b-axis but also the g-axis, the columns in Colg
would be undulated (Table S3 and Fig. S61). With a volume
fraction of ~66%, the aliphatic component might squeeze the
columns in a sort of periodical manner.

Chain conformation dependence

We consider that the different molecular packings of Pns are
closely associated with the chain conformation that depends
on the side-chain spacing. Using molecular simulation, we
created the single chains of Pns in the melt state, each of them
containing 30 repeating units linked together in a head-to-tail
fashion (Fig. S7t). Snapshots in Scheme 1c highlight the simu-
lated backbone conformations of Pns.

Assuming an all-trans polyethylene backbone, the graft
density of P2 is ~4 nm ™. Such a compact arrangement of side-
chains can induce strong steric hindrance, making the main-
chain stretched. In P7 and P15, the graft density is reduced to
~1 and ~0.5 nm™", respectively. Both the P7 and P15 chains
are random coils as a whole; however, at the repeating unit
level they have different conformations (Fig. S7f). We
measured the distance between two carbons on the backbone
that connect the two adjacent side-chains (R;.p, indicated in
Scheme 1c). The distributions of R.ps of P7 and P15 are
shown in Fig. 7 and the calculated number average values
(<Rrep>s) are listed in Table S4.1 Interestingly, P7 has a pretty
narrow distribution of R, and its <R.,> is ~0.76 nm, close to
the monomer length with all-trans conformation (0.90 nm).
Thus, the P7 repeating unit is stiff, indicating that the side-
chains still hamper the rotation of C-C bonds on the backbone

[
(=2

P7 P15

Relative Frequency
Relative Frequency

4 5 6 7 8 9 10 M1 4 6 8 10 12 14 16 18
R._(A) R

rep rep (

Fig. 7 Distribution of R,ps of (a) P7 and (b) P15 measured from mole-
cular simulation of single chains in the melt state (at 473 K).
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to a large extent. For P15, which has an extended monomer
length of 1.87 nm, the <R.,> is just ~1.15 nm, and the values
of Ry, exhibit a broad distribution. Therefore, the backbone in
P15 is flexible and the methylene segments between the two
adjacent side-chains on the backbone can present frequently
fold-like shapes.

The conformation differences help us to understand the
molecular packing behaviours of Pns. With the extended back-
bone, the P2 chain may be ribbon-like as a whole in CrE.*° The
main-chains of P2 can lie in the narrow space between two
adjacent biphenyl layers, adapting to the strong confinement
imposed from both sides. However, such confinement will be
largely released in P15, which is due to the rather flexible back-
bone with a larger conformational entropy. To maximize the
anisotropic interactions, mesogens are always apt to pack into
a layer structure with the lateral dimensions as large as poss-
ible. However, the entropy elastic force from the P15 backbone
will resist such mesogen layers, since they will cause com-
pression. The balance of enthalpy and entropy leads the
mesogen layer to be sliced into columns and thus to the struc-
ture of Colg. The 3D ordered Kx of P7 is a bit astonishing, con-
sidering that the chain tacticity is uncontrolled. The precisely
placed side-chains offer P7 with a kind of regularity in the
chemical structure. Moreover, the pretty stiff repeating unit,
which has a length close to that of biphenyl, should be of vital
importance. While the n—r interaction is not sufficiently devel-
oped, the energy can be reduced when the backbone adopts
nearly all-trans conformation.

Phase transition behaviours

Precise variation of the side-chain spacing also influences the
phase transition process. Differential scanning calorimetry
(DSC) results show that P2 and P15 exhibit enantiotropic tran-
sition with Tis at 78 and 143 °C, respectively (Fig. 8). For P2
and P15, the onsets of transitions observed during cooling are
rather close to that found during heating, which shows the
feature of LC transition that is close to equilibrium.
Subsequent thermal annealing hardly shifts their Tis.
Differently, P7 presents a monotropic transition. As shown in
Fig. 8, a small but sharp peak at 74 °C appears firstly during

P15 gﬁ
74°C 78re
P7

Pn
after annealing V
79°C ‘\
P2 =\ r—

143°C

-+— Endo

0 20 40 60 80 100 120 140 160
Temperature (°C)

Fig. 8 DSC cooling and subsequent heating traces of Pns and heating

trace of the annealed P7 recorded at a rate of 5 °C mint.
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cooling. Thermal XRD and polarized light microscopy
(PLM) experiments reveal that this transition is associated
with a nematic (N) phase (Fig. 9a and S8af). Interestingly,
shearing P7 in the N phase could change the schlieren texture
to the banded one (Fig. 9b), which is rarely observed in
SCLCPs. The metastable N phase would transfer to the stable
Kx phase. Relatively fast cooling at 5 °C min~" could result in
an imperfect Ky, suggested by the broad endotherm observed
during heating right after the cooling process. However, slow
cooling or thermal annealing of P7 can lead to a sharp
endotherm peak appearing at 79 °C (Fig. 8), which corres-
ponds to the transition from the stable Kx to the isotropic
state.

We also estimated the entropy changes of isotropization
(AS;s) from DSC heating results of the annealed Pns, which are
27.0, 37.5 and 83.6 ] mol ' K™* for P2, P7 and P15, respectively.
The variation of AS; of Pns reflects that the entropy of the iso-
tropic melt arises when enlarging the side-chain spacing,
coinciding with the increase of backbone flexibility. Moreover,
the AS; should also associate with the mobility of mesogens in
the melt. In P2, the mesogens tethered densely along the back-
bone through the four methylene linkage are rather close to
each other. In this case, the side-chain motion is limited and a
sort of “preorder” may exist that facilitates the phase tran-
sition. By contrast, with the lowest graft density, P15 has a
weak local coupling of side-chains and the backbone, and the
separation between the aromatic and aliphatic components
promotes the direct formation of Colg during cooling. For P7,
worth noting is that the lengths of biphenyl and <R.,> are
comparable. When entering the LC state, the relatively wea-
kened effect of local coupling could lead the prolate backbones
to tend to be parallel to the biphenyls as predicted by theory,*’
forming a type-IIl nematic (Ny;) with a low energy barrier.*
We presume that the Ny phase may be the reason for the
shear-induced banded texture. After the formation of Ny, the
delicate adjustment of the mesogen and backbone
position, which is kinetically slow, will result in the 3D
ordered Kx phase. Note that in the Kx of P7 the backbones
intercalate the “pairs” of biphenyls; namely, the backbones
and biphenyls share the same orientation. Therefore, during
the N-to-Kyx transition, the main feature of Ny; has been
retained.

Fig. 9 PLM images of (a) the schlieren texture of P7 at 70 °C and (b)
banded texture obtained by shearing P7 in the N phase.
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Conclusion

In summary, we have synthesized three Pns (n = 2, 7 and 15)
with the biphenyl-containing side-chains precisely placed on
every 2™, 7" and 15™ carbon on the polyethylene backbone,
respectively. To illustrate the effect of side-chain spacing or
graft density on the side-chain/backbone interplay and the
molecular ordering, the three samples were carefully examined
and compared. The P2 chains are quite extended because of
the highest graft density, and can pack into the CrE phase with
a smectic-like layer structure. Having the largest side-chain
spacing, P15 exhibits the 2D ordered columnar phase Colg
with a frustrated molecular packing. This is due to that the
entropy elastic force of the backbone opposes the formation of
a continuous mesogen layer. While that of P2 and P15 is enan-
tiotropic, the phase transition of P7 is monotropic with the
metastable N phase observed during cooling. The P7 backbone
is stiff at the repeating unit level. The backbone can become
extended and fit in the stable Kx phase with a 3D ordering.
This work discloses that the side-chain spacing, one of the key
structure factors that can be regulated by chemistry, can bring
about a significant influence on the self-assembly behaviours
and physical properties of side-chain polymers. We anticipate
that future studies on the side-chain spacing effect can greatly
facilitate the materials designs of polymers bearing pendants,
promoting the molecular engineering of advanced materials.
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