Commun. Theor. Phys. (Beijing, China) 42 (2004) pp. 453-458
© International Academic Publishers

Vol. 42, No. 3, September 15, 2004

Studies on Nematic Liquid Crystal Using Spin Wave Theory*

LIU Jian-Jun,? LIU Xiao-Jing,! SHEN Man,' and YANG Guo-Chen?

LCollege of Physics, Hebei Normal University, Shijiazhuang 050016, China

2Institute of Physics, Hebei University of Technology, Tianjin 300130, China

(Received December 22, 2003)

Abstract A spin wave theory is proposed to study nematic liquid crystals. Since the orientation of the molecular
long axis and the angular momentum of the molecule rotating around its long axis have the same direction, operators

can be introduced to research the nematic liquid crystal.
the Hamiltonian of the system has the same form as that of the ferromagnetic substance.

By transforming the intermolecular interaction potential,

The relation of the order

parameters to the reduced temperature can be obtained. It is in good agreement with the experimental results in the
low temperature region. In the high temperature region close to the transition point, by using the Hamiltonian, the
transition point can be obtained, which is near to the Maier—Saupe’s result.

PACS numbers: 61.30.Cz, 64.70.Md
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1 Introduction

Liquid crystal is essentially a kind of classical fluid. Up
to now, its quantum effects have not been found, so clas-
sical theories have been used widely, such as L. Onsager
molecular field theory,! Landau-de Gennes theory,23]
and Maier-Saupe molecular field theory.[*5! Many quite
effective methods have been developed in solid-state quan-
tum theory, by which many problems have been solved
successfully. For example, ferromagnetic spin wave theory
is successful in solving the relation between spontaneous
magnetization and temperature in the low temperature re-
gion for ferromagnetic substance.l We believe that quan-
tum theory can be applied to nematic liquid crystal, too.
The spin wave theory is adopted to research the nematic
liquid crystal in this paper.

Spin wave theory!”8! was proposed in 1930 by Bloch.
Spin wave is also called magnon, which is a kind of sig-
nificant elementary excitations in solid-state theory aris-
ing from the interactions between local spins. For a spin
system composed of N lattice points, only considering
the exchange interactions of the nearest neighbor lat-
tices and assuming that the exchange integral J is the
same, the interaction of the spins can be expressed as
V==2J%5-5 =-2% Vi, where 3 denotes that

(4,4) (4,4) (4,4)
the sum is over all the nearest pairs of molecules. That is
Heisenberg’s exchange model. 8!

2 Theoretical Model

2.1 Intermolecular Interaction Potential

For the rod-like nematic molecules, only considering
the interactions of the nearest neighbors, the interaction

potential between the i-th and the j-th molecules can be
expressed as

—

Vij = Ul(ri;)Pa(cos0;;) = Ul(ry;)Pa(Sh; - )

= U(rij)(g COS2 Qij — %) s (1)
where U(r;;) is only related to the molecular center-of-
mass position, so it is called the position distribution func-
tion, Pa(cosf;;) is the second Legendre polynomial, only
related to the molecular orientation, O, and ﬁj are ori-
entation unit vectors of the molecule ¢ and j respectively,
and ¢;; is the included angle between Q; and ﬁj.

Usually, the order parameter tensor is defined as

Q=] (39%) (39 -3) (GoQ%) |. (@
G0 (e, (Go2o1)

Using additive formula of spherical function:

Pi(cos0;;) = P;(cos 6;)P;(cos 8;)

! (l — m)' m m
+2 Z mPl (cos 0;)P]"(cos ;)

x cos[m(p; — ;)] (3)

where

cos §;; = cosf; cosB; + sinb; sinb; cos(p; — ;) ,
Q, =sinfcosp, , =sinfsing, Q. =cosh.

Substituting Eq. (3) into Eq. (1), we have

Vi = Ulrig) s 3 Quu()Qu ). @
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2.2 Operator Expression of Order Parameter
Tensor

Nematic phase is characterized by a high degree of long
range orientational order, the molecules’ spontaneous or-
der with their long axes roughly parallel. For the rigid
rod-like molecule, the direction of the molecule’s long axis
is defined as orientation Q. Because the molecule rotates
around its long axis, the direction of angular momentum
L also lies along the long axis. Therefore () and L have the
same direction, as shown in Fig. 1. We define orientation

operator
G-L_ L (5)
|L| T
. L L,
VI DR Y+ DR
. L.

Fig. 1 Sketch of the rod-like molecule.

In this way, unit vector O can be expressed as the form
of operator, which is very crucial in our theory. Then
solid-state quantum theory can be used to research ne-
matic liquid crystal. Substituting Eq. (6) into Eq. (2), @
can be written as

., 1 3. - 37 2
SLt =i+ 1)K 3 Laly yLlal:
B 1 3. = 329 1 2 T 7
Q= 11+ 1)R? 5lyle gLy = 5l+Dh sLyL: @
3. 3. - 3. 1
Making Eq. (7) symmetric, we have
3., 1 - s 3ir 7 g
§Li - Sl+ A2 S(LuL,+ L,L,) 7Lals + LaLe)
1 3.0 3., 1 3. .
0= 11+ 1)R? Z(LyLw + Ly Ly) §L§ T3 (L+1)n° Z(LyLZ +L:Ly) ¥
3. .. I PU |
T(Lelo+ LoL.) (L.L,+ L,L.) §L§ — U+ 1r’
Then,
1 3. . .o
sz abebe H Lok,
QMU = 1 3 =9 1 2 (9)
o ot Sl V] = =123,

Obviously, as it is shown in the definition Eq. (9), the order parameter tensor is symmetric and traceless, i.e. QW = QW,

Tr Q = 0.

2.3 T Vector and ¥ Vector and Their Operator Expression

Because the order parameter tensor () is a symmetric and traceless two-order tensor, it can be denoted by a

five-dimensional vector 1" as

3 1
T, = \/;Q&% Ty = \/;(Qu —Q2), T3=v2Qi2, Ti=V2Qa, T5=V2Qs. (10)
It also can be written in a matrix form,
Ty
Ty
T=|T |, Th=(v" " Ty )" T5") . (11)
T
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5 - -
Such a definition can satisfy the equation > 7;% =3 QuuvQ, =TT - T, thus equation (4) can be written as
=1 uv

2
3

From Eqs. (9) and (10), the operator expression of T' can be obtained as

- VAEBLS e R/ 3V - LG))2

Vi = Ulry) 276 - 7). (12)

= ) ) T = X )
' 11+ 1)h2 2 11+ 1)R2 ° 11+ 1)R2
o 3V2LyL.+L.L,)/4 .  3V2(L.L,+L.L.)/4
Ty = D) ) Ts5 = 2 . (13)
I(1+1)h I(1+1)h

We introduce step operators Ly = L, +iL,. For convenience, the origin of coordinates is chosen at the molecular
center-of-mass, and then we can get some commutation relations

(Lo, Ly) = —ihL., [L.,L+]=FhLy, [Ly, L )=—-2hL., Lils=1L%*-L%>FhL.,
PN PR 1 . - - - 1, . A - 1, . - - 1 . -
LxLy+LyLI:§(Li—L3), L7 - L = 5(L?FJFL%), LI:§(L++L,)7 Lyzy(LJr—L,). (14)
1 1
For T' cannot directly operate on the eigenstate of L., we define 7

. A 1, oo 3L+ L Ly, 1o 312034

To="T1, T1=—(—iTy+T5) = =77, To=—(Te+1iT3) = =77,. (15

0 1 1 \/5( 4 5) U+ )R 1 2 \/i( 2 3) 1+ 1) to. (15)

T

Such the definition can satisfy the equation 7:"T - 7#=T -T, thus equation (12) can be written as

Vig = Ulr) s PO 1G]

7_2(j)
) 7-1(4)
= gU(rij)(ﬁz(i) 721(0) 75 (1) 751(0) 7ia(D) | 70(d)
711(4)
T12(d)

= %U(Tij) [712(0)7—2(5) + 7+1(D)7-1(7) + F0(D)70(F) + 7-1 (D) 741 (F) + T-2()) T2(4)] - (16)

Supposing {|l,m;)|l,m;)} is a set of eigenvectors in (L2, L.) representation, using L.|l,m) = mhl|l,m), Li|l,m) =
RCET L, m F 1), O = [(1 £ m)(l Fm + 1)}1/27 we have

V3/2[3m?/2 — (1+1)/2] y 3 (2m +1)C!™

ol m) = llm) = S T

T0|ﬂm> l(l+1) m>7 T. 1|am> 4 l(l+1) ‘7m+ >a

) _3(@2m - 10 ) _ 3y/120tm e )2
T+1‘l,m>—zw|l,m_l>7 7—72|l,m>— l(l—|—1) |l,m+2>,

) 3y/1/2Ctmchm1 /2

Fyoll,m) = 1(1++ S ll,m —2). (17)

2.4 Holstein—Primakoff Transformation
|I, m) represents single particle state, where [ is invariable, m is variable. Let n =1 — m, then single particle state
can also be expressed as |n) = |l,I — n). Introducing creation operator and annihilation operator

an)y =+vnln—1), a'ln)y =vn+1n+1), [a,a']=1, a'aln)=nln), (18)

where @' is a quasi-particle creation operator, @ is a quasi-particle annihilation operator, afé is a quasi-particle number
operator. The spin wave is a quasi-particle and Boson. Applying these operators to single particle state, we have

aln) = all,l —n) =all,m) =vVIi—mll,l—(n—1)) =VIi—m|l,m+ 1),
atln)y = a'|l,1 —n) =a'll,m) =vVi—m+1,l—(n+1)=vVIi—m+1l,m—1). (19)
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So 7 can be expressed by a and a,

1 /3 1 321 —1-2a'a

0o==\/ 720 -1)—3(2l — fa F =" _ " 7\/2] —ataa

To=73 21(l+1)[( 1) —3(21 —ata)a'al, 7, TRy ataa,
321+1—2&Ta\/7 3\/T 1

o= 00T TR o ata+ 16T, Fo = oy 22— ata — 121 — afaaa

T+ =y +10) ata+1la', 79 5 21(l+1)\/ ara \/ araaa ,

R 3 /1 1 — .

= 2\[21(l+1)\/2l —ata+2v2 - ata + 1ata. (20)

If I > 1 (This estimation can be proved as follows. For L=1I &, rotational kinetic energy can be expressed as
I1w2/2 = kpT/2. So L2 = Ik,T, I(1 + 1)h* = Ik,T. Using approximation, when [ is comparative large, the formula
can be approximated as | = (IkBT)l/z/h. For nematic liquid crystal molecules I = 10743 ~ 10~%0kg - m?, taking
numerical estimation we can get [ ~ 10 ~ 10? under the condition of room temperature. So the assumption I > 1 is
reasonable.), we have n/l < 1, and 75 can be approximately expressed as

. 31 it a2 31 i
To R = \/712[212 6laTa + 3(ata) ]%\/gl(l?)afa),

. - 1)v2l i . i

13 13
For i/ =caa, Tio~4/=-alal.
T_o \/gl aa, Tio \/;l a'a (21)

Intermolecular interaction potential function Eq. (16) can be expressed with the creation operator and the annihi-
lation operator as follows:

Vij = Urig) 3[72()7-2(5) + 741(1)7-1(7) + 70(0) 0 (j) +f—1(i)f+1( J) + T-2(i)712(5)]
2r9 v, . A 9 i . ot
U(Tij)g {ﬁ(a;[azaﬂ] + alaiaja;[) + Z(ajaj + aia}) (l — 3al 1a;) (1l — Sa;aj)
212 ats 31— 3a%a, —3ata.
U(r”)3 [2[ (a;a; +a;a;) + 2l(l 3aa; 3aja])} . (22)

3 System Hamiltonian in Cell Model
The cell model of liquid!*®~'2! is adopted in our theory. The region of liquid crystal is divided into N small regions,
and every small region is regarded as a cell. The centers of the cells constitute the spatial lattice. The molecules are
restricted to be on a simple-cubic lattice and to interact only with their nearest neighbors, and the Hamiltonian of the
system can be written as
A /
HO ~ %U(TU) ;Z {29l (CLTCLH.(; + Cll ;r+5) %(l - 3&1&1 — 3&I+5di+5)}

1/7

U(Tz TA 3U(7’2) JFA Jf
:7ZNU( rij) — 3—-2 ZZ a0 + = z;( aiys + aial, ;) , (23)

where we suppose that the molecules between two lattices have the same U(r;;); the factor 1/2 is required to avoid
counting intermolecular interactions twice, ZI represents that the summation is exclusive of the item whose § # 0.

06
Because U < 0, replacing U by —|U]|, then equation (23) can be written as
|U( rl )| . 3lU (i)
Hy = Ey + 32—~ Z T, — 213 Zaa+5+az al,s) (24)
where Ey = —ZN|U(r;;)|/2. The Hamiltonian of ferromagnetic spin wave theory was reported as!®
A !
Hy = —ZN|J|S* +22|J|S Y ajar — [J|SD  (afarys + aiaf,,) . (25)

1 1,6
It is clear that the forms of Egs. (24) and (25) are in good agreement. Transferring Eq. (24) from coordinate space to
momentum space, the Hamiltonian can be rewritten as

. Ury: 1 I T
HO:E0+3Z|(17])|§ NE elk=kD-Ripl b,
i Kk’
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3|U(riy 11 ik R, ikR.is3t 3 kB, —ikBiast 3
_ | él J)|Z Nz(e FRi o kRMbLbk 1 oiFRig kR,lekbL)
0 k,k’
= 5o+ 32170~ e = B+ 3 bl (26)
l - k k

where v, = (1/2) > s eiFd — 5, and
hwy = 3Z[|U (riz)| /1 (1 =) -

Crystals have the characteristics of inversion symme-
try. Different crystals have different 7, so the relation
between the frequency of spin wave and the wave vector k
can be calculated by combining the symmetry of the crys-
tal. Under low temperature circumstances, by using long
wave condition to expand -y, we can solve hwy. Because
the long wave dispersion relation of SC, BCC, and FCC
are the same,8! we have

_ o |U(ry) iw5\ o 2lU(rig)l P2
oy = 3 (Z—zéje )~3 7 ;(k 5)
_ |U(;ij)|a2k2, (27)
where a is the lattice constant of the crystal cell.
4 Results
Choosing z-axis as the preferred direction, then
0Z/ /7, and from Eq. (2) we have
-S5/2 0 0
Q=@Qr=| 0 =52 0], (28)
0 0 S

where S is the order-parameter, and
S = <Q33> = <P2(COS 9)) .
From 79 = Tl = \/3/26}33, we can get

2

S = (Q33)r = §<7A'0>T

\/§<\/§}(z fgajai)>T

3 kpTl 3/2 3/2
zl——(i) 2612~ 1—CTY?, (29
517 iU ) w2
where C' = (3/81f)(1/3m)3/?2.612, V' = Na®/f, Tg
ksT/|U(ri;)|, and f is the structural coefficient. The re-
lation of Bose-Einstein statistics (fg) = 1/(e/FsT 1)

is used in Eq. (29). By numerical calculation, the relation

of the order parameters to the reduced temperature can

k

be obtained, which is shown in Fig. 2.

074 —— theory

= experiment
0.6
0.5 .

n
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04 1 .
|}

0.31
0.2

18 20 22
kg T/U]

Fig. 2 Nematic order parameter S versus reduced tem-
perature. The solid curve is our result, while squares
indicate experimental data of Ref. [13].

5 Discussion

It can be seen from Fig. 2 that the order parameter
S decreases as the reduced temperature increases, which
denotes that when the temperature increases the order
degree of the system is destroyed by heat motion of the
molecules. The results obtained by spin wave theory are
in good agreement with those of the experiments,?!
pecially in the low temperature region. It is the first time
that quantum theory is applied to research the nematic
liquid crystals. For the review of articles and books deal-
ing with this subject, we may mention that most of the
theories about nematic liquid crystals have solved the or-
der problems close to the transition point, but in the low
temperature region these theories do not hold. The spin
wave theory of nematic liquid crystal can solve the prob-

€S-

lem. Just as in ferromagnetic theory, in order to discuss
the relation between spontaneous magnetization and tem-
perature, the theory of molecular field and high tempera-
ture expansion approximation method are adopted in the
high temperature region close to the Curie point; spin
wave theory is adopted at the low temperature region. !

We use the theory of molecular field to calculate the nematic-isotropic transition point in the high temperature

region close to the transition point. From Eq. (22), we have

- 1 2
HZ—f‘U(TijN*
2 3 —

i#j

D {Fea(0)F2(5) + 71 ()71 () + Fo(i)Fo(F) + -1 ()F1(5) + 72 () F12()} -

(30)
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Equation (30) represents that the system energy is the summation of the molecule interaction potentials. To the i-th
molecule, it lies in the potential field created by the N — 1 molecules, which is called molecular field."4=17 Substituting

7(j) for (7i),, which is the statistical average of 73, we can see that only the statistical average of 7y is none zero
from Eq. (17), and (79); = /3/2 .S, and we have

N N
. 1 2 . . 1 2 .
7 = L0012 o2 )l = — Uy 252 3 00, (31)
i=1 i=1
Without considering the identity principle of microparticles, the Hamiltonian of single particle can be expressed as
- 1 2
H, = —2|U(r”)| SZTO, (32)

the statistical average of 7y is

S {(V/B7203m?/2 — 101+ 1)/2/I(1 + 1)} e=Fn

(7o) = == : , (33)
Z e—BEm
m=-—I
where , ) ]
12 V3/23m2/2 — 1(1 +1)/2

Defining & = —3Z|U (ry;)|/4ksT, then

=) l 5 00 l 5
> {3mP 201+ 1) = 1/2} et /HED ST ST {[3m?/21(1 + 1)] e ¢S /MDY
1=0m=-1 I=0m=-—1

1
g — =0m= = 5 (35)
Z Z o—ESm2 /1(1+1) Z Z o—ESm2/I(1+1)

1=0m=-1 =0m=-1

[}

Obviously, zero is a solution to Eq. (35), and none zero solution must exist. By numerical calculation, we can obtain
that the order parameter is 0.4111 at the transition point, which is close to Maier-Saupe’s result 0.4289.118]

In our model, the items containing products of more than two operators are neglected by using the approximation
n/l < 1 in Eq. (20). If the effects of the higher order items on the energy of the system are considered, it can be
anticipated that the theory can solve the problems in the high temperature region close to the transition point. These
questions are to be studied in the subsequent work.
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