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Normal vibrational modes of all possible quasi-one-dimensional systems and polymers are classified
according to the line-group symmetry. The results are used to discuss the vibronic instabilities for such
systems and to establish the Jahn-Teller theorem. A general, but simple method, involving only one
monomer, is developed to construct the normal displacements for the concrete polymers. As an illustra-
tion, it is verified that the symmetry arguments confirm the Jahn-Teller effect in trans-polyacetylene, re-

sulting in dimerization with alternating bond lengths.

I. INTRODUCTION

Normal vibrational modes are used in many physical
calculations. Symmetry considerations yield standard
method of their classification. For small molecules the
point groups often suffice while for three-dimensional
(3D) crystals space groups may be required. A complete
classification of the normal modes of molecules is avail-
able;! many results are known for 3D crystals as well.?
On the contrary, similar calculations for the systems
periodical in one dimension are far from complete,
despite the extensive interest for quasi-1D systems and
polymers during the past decade. One of the intentions
of this paper is to fill in the gap, and to classify the nor-
mal modes of such systems. Since a 3D crystal also
possesses line-group symmetry as a part of its space
group, these results are also applicable in crystal physics.

Jahn and Teller in their classical paper' demonstrated
that the vibronic coupling would induce configurational
instability of the molecule with an electronic orbital de-
generacy in the ground state (with the exception of linear
molecules). There is no general proof for 3D crystals, al-
though it has been verified for a number of special cases.
The solution of this problem for the systems with one-
dimensional periodicity (again, only particular examples
have been available®*), based on a classification of all pos-
sible vibrational modes, is the second objective of the
present paper.

Geometrical symmetries of a system periodic in one
direction form one of the line groups. There are infinitely
many different line groups, gathered into 13 families.
Among results on the theory of line groups, their factori-
zations,® irreducible representations,6 and symmetrized
Kronecker squares of real representations* will be used
here.

To determine the normal vibrational modes of the sys-
tem S (e.g., molecule, polymer, crystal) of |S| points with
the symmetry group G, the usual Wigner’s method’ is ap-
plied. Its main part is the reduction of the dynamical
representation? SV (G) to the irreducible components. To
construct SY(G), a basis [e,f,e;,ezs} is associated with
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each point s of S; the action of the group in this space of
the displacements gives the matrix 3|S|-dimensional rep-
resentation S$"(G)=S(G)® V(G), where S(G) is the per-
mutational |S|-dimensional representation of G, manifest-
ing the action® of G on S, while V(G) is the polar-vector
three-dimensional representation of G. The irreducible
components of this representation give normal vibration-
al, translational, and rotational modes. An important
property of the representation S (G) is that it is automati-
cally in the partially reduced form if the system contains
several orbits (disjoint union of sets will be denoted as a
sum): S =3/_,S; implies S(G)=&/_,S;(G). Then

S

sVG)=e,;-,5"G), (1)
reflecting the independence of S ¥(G) on the relative posi-
tion of the orbits in S. Hence, the problem of the
classification of the normal modes includes (i) the
classification of the orbits of G and (ii) the reduction of
SY(G) to the irreducible components for each orbit S;.
In Secs. II and III these tasks are systematically per-
formed for systems with the line-group symmetry. The
outcomes enable one to generalize the classical Jahn-
Teller theorem to the line groups (Sec IV). Some applica-
tions of the results and calculation of normal displace-
ments are discussed in Sec. V.

II. ORBITS OF THE LINE GROUPS

A derivation of the different types of orbits of the line
groups starts with an analysis of the structure of the or-
bits. In what follows any system periodic in one direc-
tion, i.e., a set of points in R having line-group symme-
try, will be called a polymer, independently of its physical
properties. Let S be such a system, with the symmetry
group L (one of the line groups), containing only one or-
bit. This means that S={s,,s,,...,} is the denumer-
able set with the property that for each point s from S the
set Ls={Is|/EL} is equal to S. The subset of the ele-
ments of L for which s is a fixed point is a subgroup of L,
called the stabilizer of that point, L. It is well known
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that all the points of S (being a single orbit) have conju-
gated stabilizers, and therefore orbits with nonconjugated
stabilizers are nonequivalent. Also, if L= ,/;L, (coset
decomposition, /; =e, which is the identity of L), then
S=1{l;s,l,s, ...}, implying that the conjugate stabilizers
are associated with orbits of the same type,8 i.e., with the
equivalent permutational representation of L. Therefore,
the classification of the nonconjugated stabilizers of L is
being sought. For the point groups, this classification is
known.! This can be combined with specific structural
features of the line groups, to produce an easy solution of
the present problem.

The most important fact is that each line group is fac-
torizable:> L=ZP, where Z is an infinitely denumerable
cyclic group acting freely on R? (only the identity of Z is
contained in the stabilizers), while P is an axial point
group (a point group whose elements leave the z axis in-
variant). Both are subgroups of L having only the identi-
ty in common. There are two types of the axial point
groups: those without elements reversing the z axis, P¥,
and those containing such elements, P~. In the latter
case there is an index-2 subgroup of the P* type while all
the transformations reversing the z axis form the coset:
P~ =Pt +BP*. The generator of Z is the Seitz operator
z=(Z|£), translating points for £%0 along the z axis
after the orthogonal transformation Z, which leaves the
direction of z (the identity, a rotation around z or the
reflection in a vertical plane).

Since L; is a subgroup of the factorizable group L, and
L,NZ={e}, its most general form is given by the coset
decomposition with respect to the subgroup P,=PNL,:
L,=3,zp,P,, where z’ and p; are from Z and P, respec-
tively (z°=p,=e). Two cases can be distinguished:® (a)
L, =P, and (b) there are cosets of P, in L,.

In the latter case, p; must reverse the z axis, since oth-
erwise z'p; has no fixed points for z'#e, and cannot be in
the stabilizer: L,=3,z'Bp,'P,, where p;," are from P™,
and P, is a subgroup of P, precisely P, =P, =L, NP™.
For any two coset representatives z'Bp,t and
z/Bp;"(i,j#1), the product (z'Bp;")”'z/Bp;" must be in
L,, while a simple calculation gives that this composite
transformation diminishes the z coordinate of s for
£;—&;, implying z’=2z/. But in this case also p;" =p;'.
Therefore, there is at most one coset:
L,=P}+z*Bp "P}. Conjugation by z' easily verifies
that L, is conjugated to a subgroup of type (a) for k even,
and otherwise to a subgroup of type (b) but with k =1.

To summarize, there are two types of stabilizers:

Ls=Ps > (2a)
L,=Pl+z4P] , (2b)

with 4 =Bp ™. Stabilizers of type (2a) are the stabilizers
of the axial point group P, which are known, while the
second case can arise only for the 9 families of the line
groups with the elements reversing the z axis. Even in
this case, all the subgroups P} are the stabilizers of the
point group P, and what remains to be done is to calcu-
late possible combinations zA4. Since L, is a subgroup,
the conditions (i) (z4 )?EP;" (reduces to 42EP;} if Z is
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an invariant subgroup) and (i) AP}=P}4 (or,
equivalently, 4 belongs to the normalizer of P} in P)
must be fulfilled.

The classifying algorithm for the L-orbits becomes
quite straightforward at this instant. If P=P%, each or-
bit type of P generates exactly one orbit type of L, giving
the complete set of L-orbits. It turns out that this
correspondence is bijective, except in the case of the
group L(2n),mc (n even), when the point group orbits b
and ¢ generate the same orbit type of the line group (sta-
bilizers are conjugated by the generator of Z). In the case
P=P~, orbit types of P with the stabilizers reversing the
z axis bijectively correspond to a part of L-orbit types.
However, P-orbit type with the stabilizer from P* (only
orthogonal transformations are considered) is in general
split when Z is introduced: (a) there are points in R? for
which P remains the stabilizer in L, and they give one
L-orbit type (again, the correspondence is bijective, ex-
cept that for the groups L(2n ), /mcm, where point group
orbits b and ¢ generate the same orbit type of the line
group); (b) for other points stabilizer in Z is doubled. In
this case all the subgroups of the type (2b) would be
found [using conditions (i) and (ii) above], and among
them only those for which P;' and the coset had the same
fixed points would be retained. Finally, nonconjugated
subgroups obtained in this manner generate bijectively
the rest of the L-orbit types. The results of this pro-
cedure (being much more simple to apply than to explain)
are given in Table I. In this table the following factoriza-
tions of the line groups are used:

qrcn=Lq___7
TS,,=L(2n),La ,
TC,,=Ln/m,L(2n) ,
(2n),C,,=L(2n),/m ,
q,D,=Lg,22,Lq,2,
TC,,=Lnmm,Lnm ,
T.C,=Lncc,Lnc ,
(2n),C,,=L(2n),mc ,

. TD,;,=L(2n)2m,Lam ,
10. T.S,,=L(2n)2c¢,Lnc ,_
11. TD,,=Ln/mmm,L(2n)2m ,
12. T.C,,=Ln/mcc,L(2n)2c ,
13. (2n),D,,=L(2n),/mcm .

WX NN R WD =

For families 1 and 5, the cases when q, is T and (2n), are
separately considered in the table for the purposes of the
next section.

After this discussion on the stabilizers, a brief con-
sideration of the corresponding orbits will be made. The
whole polymer must be disjoint union of the orbits of Z.
Each Z orbit has |Z| points, since the action of Z is free.
This enables us to form the monomer Y, the set contain-
ing a point from each of these orbits. Then the polymer
S is generated from Y by the action of Z in the form of
disjoint union: S=3 2 __z'Y, with |[S|=|Y]||Z|.

If S is an L-orbit of type (2a) there is no p in P and z’in
Z such that ps =z's, otherwise z ‘p belongs to L. In
other words S is factorized into orbits of P and orbits of
Z, giving the simple form of the monomer:
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TABLE I. Orbit types of the line groups. For each line group L=ZP its orbit types are given in the intersection of row P and
column Z. At some places Z and P do not combine into a group, or the resulting group is treated within another factorization. For
the orbits with the stabilizer P, +z AP, P, is presented in the fourth column and A4 under the corresponding Z factor (hence, if the
stabilizer is P only, “None” is under Z). For Z equal to T, (2n),, q,, and T,, the generators z are (E|0), (C,,|1), (C;|n/g), and
(0,11), respectively (the unit of the translational part is the translational period). Symbols a,b, ..., for orbits are as in Ref. 1, with
indices to distinguish different L-orbit types generated from the same P-orbit type. The number in the third column is the order of
the monomer. Note that o, is the reflection in xy plane, while o, and U are along the x axis, except in D,, where only o, is along
the x axis. In the fifth column the maximal axial point group leaving the monomer invariant is given.

P Orbit |[Y] |P, | Ax= |T (2n), a- T.
C, a n C, D,r |None [None None |None
b 1 (O Do, |None |None None |None
Son a; 2n [C, D, None |(2n);C,; |Not None
n odd az n \ group |CZ.op
b 2 C, Do | None None
by 1 Canon C2n0oh
c1 1 S22, | Dor | None None
C.n a; 2n | Cy D.,, |None |None Not None
as n Oh \ group |op
n=4k+2 a3 n \ \ 0, Chp
by n Ci, |Dnx |None |None None
cy 2 C, Do |None [None None
co 1 Dor |on oh o
dy 1 C.r |Donr [None |None None
C.» ay 2n | Cy D,. |None |None Not (2n); Cy,
by n Ci, |D,r |None |None group | TC,,
n even c1 n Ciy, |Dnr |None [\
d; 1 C,y |Denr |None |None
D, a; 2n | Cy D, None |None None |T.Ss,
az n U U U chnh
n even as n vuc, UC, UC,
b n D, D.,, |None |None None
n even ¢ n D, D,, |None |None None
dy 2 C, Do |None |None None
do 1 U U U
e 1 D, |Dgs |None [None None
D,4 a n | C, D.,4 None (21’1)1 D, |Not TD,.q
as 2n U group
b 2n | Cip |Dng | None
cy 2n | D, Ds,n | None
d; 2 C,v |Doopr | None
ds 1 U
ex 1 D.,4 {Dur |None
D,x a, n |C, D,. |None |None Not TD,.»
as 2n o U group |(2n);D,,;
by 2n |Cy, |Dpp |None [None T.D,q
bg n Oh \
n even c 2n |Ciy |Dnir |None [\
n even co n o \
d, 2n (Cip |Dns |None [None
ey n D;i. [Dnr |None |None
n even fi n Dix |Dpr |None [None
g1 2 Chy |Dor |None [None
g2 1 Oh on
hy 1 D.r |Dor |None [None




7808

Y=Ps={ps|p €P}, i.e., one monomer is the orbit of P
with s, and |S|=|Z| |P|/|P,|. In the case when S is of
type (2b), z7!s=As, and clearly Ps=Pts+zP*s (to
show this in detail, note that zPT=P%z and
APt =P™" 4). Hence, the role of monomer is taken by
Y=P7s, and the order of the orbit is |S|=|Z| |P|/2|P,]|.

III. DYNAMICAL REPRESENTATIONS

The character o(]) of the element ! =zp in the repre-
sentation S(L) is exactly the number of the fixed points of
lin S, and can be found by use of the induction method.!°
In fact, the action of L on S is induced from the action on
the monomers. In cases (2a) and (2b) the maximal sub-
groups of L leaving Y invariant are P and
P?=P* +zAPT, respectively (Y is the orbit of these sub-
groups). If Y(P) and Y(P? is their action on the corre-
sponding monomers (with character y), then the action of
L on S is the induced representation: S(L)=Y(P)TL,
for case (2a), and S(L)=Y(P?%)1L, case (2b). In the both
cases Z is a transversal of L with respect to monomer.

Then a straightforward calculation gives (p is an element
from P)

a(zp)=8,, I y(z kpzF) , 3)
k=—o

and, for the elements reversing the z axis in cases (2a) and
(2b):

(2 Ap)= 0, todd,
olz dp)= y(z'* Apz'’?) , t even , (3a)
t+1)/2 (t—1)/2
(2 Ap)= y(z Apz ), todd, (3b)
4 O, teven.

Combining these considerations with the results from
Table I the characters of the representations S(L) for
each orbit S can be calculated. After that, the characters
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TABLE II. Vibrational representations of the orbits of the
line groups Lg, ¢=1,2,...; p=0,...,9—1. nis the greatest
common divisor of g and p. Translational period is ¢ /n units.
Summation is performed over kE(—m, 7], m&(—n/2,n/2].
Minimal sets: 2a.

Orbit g;ibni: Vibrational representation
ay (x,y,z) 3EkAm

k,m
by (0,0,0) | > (rAo+ kA1 + A 1)

k

for the representations S"(L) are easily found using the
known characters of the polar-vector representations of

“the line groups.!! Indeed, if v(/) denotes the character of

V(1) [which is real as well as S¥(L)], the uth irreducible
representation of L, ()((’” is its character) occurs in the
decomposition of S (L) exactly'®

1

“oL]

a i 3 x*(z'p)o(z'pv(z'p)

t=—ow pEP

times. Using (3), the last equation reduces to the decom-
position on the monomer

au=—lll)—i;)((’”(l)y(l)v(l), )

where the summation is performed over the symmetry
group of the monomer, i.e., [ is from P and P? in cases
(2a) and (2b), respectively. This equation provides a sim-
ple way to decompose the representations S for all the
orbits of the line groups. The results are presented in
Tables II-XIV. Note that the irreducible representa-
tions of the line groups Lg, and Lg,2, Lg,22 (Tables II
and VI) differ from the standard ones;® a more appropri-
ate form for these purposes is derived in the Appendix.

TABLE III. Vibrational representations of the orbits of the line groups L(2n) and La;n=12,...;
translational period is 1 unit. Summation is performed over k €(0,7), m €(—n /2,n/2]. Minimal

sets: 2a.
. Orbi . . .
Orbit p;":z Vibrational representation
a (2,9,2) |3 (oAm + oAl 4 xA; + 2 AR) 4+ 6 ¥ Em
m k,m
b, (0,0,2) |3(cA; + oAF + 2 A + xAT) + 63 Es; n=1
k
0AT + oAY 4 AT 4 r AT 4+ 2(0AT 4 AT + AT + AT+ (2 FE, 4+ 47FEy); n=2
k
0A7 + oAY + 2 AT + 2 AT 4 0AT + o AT + AT + AT + 2 AT + 2 AT + AT 4+ AT +
+25 G Eo+ i *Ev 4 FE-1); n > 2
k
by (0,0,1) 3(,,A;+,,An+)+32kj;"Eo; n=1
0AT + x AT + oAY 4+ AT 4+ AT + AT + G E. + 255 E); n=2
k
0A7 + x AT + AT + A 4 AT + AT+ S GEE 4 FE 4+ FEC); n> 2
k
¢ (0,0,0) |3(oA; + A7) +3 ;¥Ess n=1
k
oA7 + 2 A7 + AT + 2 AT + AT + A7 + %‘,(;"Eo +2;*E1); n=2
oAT + 1 AT 4 AT + AT 4 AT 4+ AT+ ‘L;(;"Eo +7*E +7*E_); n> 2
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TABLE IV. Vibrational representations of the orbits of the line groups Ln/m and L(2n)
n=1,2,...; translational period is 1 unit. Summation is performed over k €(0,7), m €(—n /2,n /2].

Minimal sets: 2a, 2b, or a +b.

Orbit S;t::z Vibrational representation
a (@9,2) [3T(oAn + oAk + e Ar + £ A%) + 6 Y Em
a; (z,9, %) ;[,,A;, + AL 4+ 2044 + A7) + 3k§jn;"Em
b |@9.0) | TleAn 4 rAn + 2% + £ AL + 3 Em
a (0,0,2) [3(cA; + oA} + 2 A7 ++AT) + 6 7%E; n=1
A7 AT+ AT+ AT AT + A +x AT + 2 AT) + 25 B+ 27 EY); n=2
0A7 H oAt + 2 AT + 2 AT + AT + AT + AT + AT + ,Af + 2 AT + 2 AZ + AT+
+2;(;"E‘o + B 4+ 5FEL); n> 2
¢ (0,0,%) |2(cAF +2A47) + A7 + A +35 7 Ey; n=1
oAy + AT +2(,AF + L A7) + Ek(;"Eo +2;%E); n=2
VAT 42 AT b AT 4 AT AT 4 AT+ DG Eo + 7B+ [ B n > 2
d; (0,0,0) |2(cAF +xAF) +0A7 + A7 + 357 E,; n=1
oA + A7 +20AT + < AT) + 5(;"130 +2;*E); n=2
oA7 + AT + AT + AT + ,Alf' + AT+ ij(;"E,, +iYE 7 FEL ) n> 2

IV. JAHN-TELLER THEOREM FOR POLYMERS

The Jahn-Teller theorem asserts that for any degen-
erate electronic state, some normal modes of the phonon
spectrum will be activated due to the vibronic coupling,
to produce nonsymmetrical distortion of the ions. The
exceptions are the linear ion configurations as well as the
electronic Kramers’s degeneracy.

From the group theoretical point of view, electronic
orbital degeneracy means that the state |E) of the
polymer’s electronic subsystem belongs to the multidi-
mensional real irreducible representation E(L). In the

linear vibronic coupling, the mean value, (E|H|E ), of
the Hermitian real operator, transforming according to
the irreducible component D#(L) of the representation
SY(L) (S is the ion configuration), multiplies the normal
mode Q¥ associated to this representation. Hence, when
(E|H|E )70 this mode is active. If it is not the totally
symmetric, translational, or rotational mode, the polymer
S will be distorted. The Jahn-Teller theorem points out
that such active modes always exist, i.e., that for each
E(L), its symmetrized square [E*(L)] contains common
irreducible components with S"(L) (here symmetrical,
translational, and rotational representations are not

TABLE V. Vibrational representations of the orbits of the line groups L(2rn),/m. Summation is performed over k €(0, ).
Translational period is 1 unit. In the primed sums m is from (0, n], otherwise from (—n,n]. Minimal sets: 2a, 2b, or a +b.

Orbit g;:: Vibrational representation
a | (2,9,2) |3T(oAh +045)+ 6 X ;¥ Em + 65  ER"
m k,m m
by (,9,0) | X(eAr +2,AL) +3Y ;¥ Epn + 3 ER "
m km m
a (0,0,2) [3(oA; +0AF + oAT +oAT) + 6 G *Eo + ;¥ E1) + 6,E%; n=1
k
0A; F o AT + 0 AT + AT + AT, + oA H oA o AF |+ AT + oA 1+ AT + AT+
F2GE L 4+ BT 4 1 E) 4+ 2 G B+ i B  + 5P E 4 Ea 4+ 1 By + 1 E_pyy); n> 1
k
ez [(0,0,3) |3(AT +0A7) + 3 (T Es + [ ¥E1) + 3. Ef; n=1
k
oAT + AT + AT+ JAY + AL+ AT AR BTN 4 2B 4 L4
A G o+ T Er + P E 4 En 4 Enc i 4 E_py); n > 1
k
di [(0,0,0) |20AF +0A}) + 0A7 + AT + 3 (7 Eo + 1 E)) 4+ #Ef; n= 1
k
oAy + o AT + o AT+ A H o AS_ |+ o AT+ BT 4 BT 4 B2+
A G o+ By + B 4+ T En 4+ 7 Bt + 5 Eopga); n > 1
k
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TABLE VI. Vibrational representations of the orbits of the line groups Lg,22 and Lg,2;9¢=1,2,...; p=0,...,9—1. Transla-
tional period is ¢ /n units. n is the greatest common divisor of g and p. Summation is performed over k €(0,#). In the primed sums
m is from (0,n /2), otherwise from (—n /2,n /2). ¢=pcos(w/n) and s =psin(m/n). Orbits ¢, and a; exist for n even, only. Minimal
sets: a for Ln2, Ln22 and L(2n),22, and a, b, ¢ otherwise.

Orbit g;f’;; Vibrational representation

ay (2,9,2) |3(AY + A7 + 2 AT + 2 A7) + 6L (< Em + 0Em) + 6 g *E; ™+

n even —+-3(0A:/2 +oAs,+ "A:/z + ,A:jn/z) + 6%:;,15‘"/2 m

as (2,0,1) |oAF + 2 A7 + 20, A7 + AF) + 3;’(,5,,, +oEn) + skzmz“E;.'"+

n even FoAl s+ 2 An 2045, + 2 AY,) + .’igkjkli,,,2

as (€:8,3) |oAT + oAz s+ 2 A7 + 2 At + 2047 +0AY, + . AF + A + 3zk;kEn,2+
35 (nEm + oEm) + 3 ;X EZ™

m k,m

by (2,0,0) |oAF + 2 AF +2(A7 + 2 A7) + 35 (+Em + oEm) + 35 1 *EZ™ +

n even FoAT )y + 2 AL, + 20AT, + ,A,':n,z) + 35k o

e (c,8,0) |oAT + oAz, + 2 AY + A, +20A7 + oA}, + 247 + . AY,) + 3§kE"/2+
+3’Zn:’(,E,,, +o0Em) + 3k¥n;’=E;,m

d; 0,0,2) |67 Eo 4+ 3(0AF + 0 A7 + A + A7), n=1
5(2;*13,, + 45 ED) 4 oA + 0AT + 2 AT + 2 A7 4 20AT + 0 AT + 2 AT + A7) n =2
‘f;(;"Eo F i B+ TFEC) 4 0AY 4 0AT + 2 AF 42 AT + 2 E1 + Ey); n > 2

dy (0,0,3) |35 Eo+0Ad + 247 + 2045 +2AF); n =1
ijk(,:"Eo + 27 E1) + 0AT + 2 A + 0 AT 4 AT 4 AT + AT n =2
;(;"Eo + i B 4+ E1) 4 oA + 2 AF + 2By + 0Ep; n > 2

e (0,0,0) |3 3%Es + oA + 2 AT 4+ 2(,A; + A7), n=1
’;k(;"Eo + 275 E1) + 0A7 4 2 AT 4 oA + AT + AT + AT n =2
;(;"Eo + i E1+ P E_1) 4 oA + 2 AT + 2 E1+ 0E1; n > 2

counted).

In general, the polymer S with the group of symmetry
L is a union of orbits S=S§; + - - - +S,, such that it is in-
variant under one supergroup of L. In other words L is

TABLE VII. Vibrational representations of the orbits of the
line groups Lnmm and Lnm; n=1,2, ... ; translational period
is 1 wunit. Summation is performed over k€&(—m,7],
m &(0,n /2). c=pcos(m/n) and s=psin(7/n). Orbit ¢, exists
for n even, only. Minimal sets: 2a, 2b, 2¢, a+b, a+c, a+d,
b+c,b+d,orc+d.

the maximal line group under which S is invariant. This
implies that S contains one of the minimal combinations’
of the orbits of L. Table I enables one to find these com-
binations. In fact, the monomer of S is the union
Y=Y+ -+ +Y, of the monomers of the orbits con-
tained in S. If Y is invariant under some supergroup P’
of P, such that ZP’ is a line group, being a supergroup of
L and leaving S invariant, obviously S is not a minimal

TABLE VIII. Vibrational representations of the orbits of the
line groups Lnce and Luc n=1,2, . . . ; translational period is 1

Orbit ] Orbit Vibrational representation unit. Summation is performed over k €(—m, 7], m €(0,n /2).
point Minimal sets: 2a.
a (2,9,2) |35 (x40 + £Bo) + 6 X kEm —m+
k k,m
n even +3§k:(kAn/z + kBr/2) Orbit g;ibnl: Vibrational representation
by (z,0,2) Z":(ZkAo+kBo)+3‘§:kEm,—m+ a (z,y,2) 32();,4,, +«B,) +6Z kEm,—m+
sm k ,m
n even +Zk:(2kAn/z + kBny2) n even +33(kAnj2 + kBn/2)
< (¢,$,2) | 2[2(kAo+ kBnj2) + kBo + kAnp2)] + 3 kEm,—m k
% k,m by (0,0,2) |33 (kA0 +kB,); n=1
d; (0,0,2) | 3(2xA0 +xBo); n=1 k A B. 4920 A B 9
k : =
zk:(kAo+kAl+kBl);n=2 Zk:[k o+ 1B +2(cA1 4Byl n
S(kAo+ kE1,—1); n>2 ;[kAo+kBo+2kEl,—l]; n>2
%
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TABLE IX. Vibrational representations of the orbits of the
line groups L(2n),mc n=1,2,...; translational period is 1
unit. Summation is performed over kE€(—m,7], m €(0,n).
Minimal sets: 2a, 2b, a +b,a+d, or b+d.

Orbit | Orbit

point

a (z,y,2) |33 (kAo + kBo+ kAn +kBn)+6X kEm —m
k k,m

Vibrational representation

b (2,0,2) | T[2(kAo + kAn) + kBo + kBn] + 3 kEm,—m
k k,m

dy (0,0,2) | S [2(kAo+ kA1) + kBo +iB1); n=1
%

S (kAo + kAn + kEnci,—ny1 +kE121); n> 1
%

set for L. Hence, given an orbit of L, the maximal axial
point group of the monomer, P,,, can be easily found
(column 5 of Table I). Then, the symmetry of the orbit is
P'Z, where P’ is the maximal subgroup of P,, which can
be combined with Z (i.e., commutes with Z). This sub-
group is P,, itself if Z=T,T,.,(2n),, because each point
group can be combined with them (no “Not group” labels
in the corresponding columns). Consequently, for these
groups the minimal combinations of the orbits are just as
for the point groups in the sense that if in the minimal set
for the point group (e.g., 2a +b + - - - ) any possible com-

bination of indices is inserted (a,+ag+b,+ ---), the
minimal set for the line group is obtained. The same is
valid for the groups q,C,, but for q,D, [q,T,(2n),]
the mentioned compatibility condition provides the orbits
b and c are minimal, because D,; (precisely o,) is not
compatible with the screw axis. The minimal sets are
given in the captions of Tables II-XIV.

Since the irreducible components of the symmetrized
squares of the real representations of the line groups have
been published recently, it remains to construct the rep-
resentations S"(L) of the minimal sets utilizing Tables
II-XIV. Then the translational and rotational modes
should be subtracted. The translational modes are con-
tained in the polar-vector representation. As for rota-
tions, it should be noticed that the stereoregular polymer
is infinite along the z axis, but finite in other dimensions.
This means that only rotations around the z axis are con-
sidered.'? Therefore, the vibrational representation is ob-
tained by the subtraction of the polar-vector and z com-
ponent of the axial-vector representation!! (the results for
the groups Lg,, Lg,2, Lg,22 are given in the Appendix)
from the dynamical representation. Finally, comparing
the vibrational representations of the minimal sets with
the known symmetrized squares* of the real representa-
tions verifies the Jahn-Teller theorem for the polymers.

TABLE X. Vibrational representations of the orbits of the line groups L(21)2m, and Liim, n=1,2, . . . ; translational period is 1
unit. Summation is performed over k €(0,7), m €(0,n /2). ¢=p cos(m/2n) and s =p sin(7/2n). Minimal sets: a, b, or c.

Orbit S;ib;t Vibrational representation
a (z,9,2) |3(0AT + 0A7 +oBF +0B; + At +xA7 +«BF + 2 B7 )+

+6'X":(0E',J,§’_m +oFm _mtaEY ot 2B )+ es);(;kEA° +:*Ep,) + 125;";"0,,,,_,,.+
n even +6(cEnj2 +xEnya) + 6;(;"15‘3:/’: + ;"E’ﬁ:,/:)
as (¢,5,3) |oAT + 0B} + 2 A7 + 2By + 2(0A; + oB; + x A + «BH)+

+3’Z"j(,,E,t,,_,,, +oEp ot xEh ot B )+ 32":(;"1«7,40 +:5Ep,) + 6§";*Gm,_m+
n even +3(oBnj2 + x Bnp2) + 3G BB + £ B
by (2,0,2) |2(0AT + 0A; + AT + 2 A7)+ xB} + By 4+ 0B} +,B; +

+3'z"j(oE,t,,_,,, toEm o+ 2B 2B )+ 2};(4;”15,4., +27Ep,) + skzm,;"c,,,,_mt
n even 3o Bnja + x Enya) + 353G ERY: + ;EEAL) '
¢ (¢,5,0) |oAF + 0Bt + AT + B} +2(,A; + ,B; + xA; +-B;)+

+3>;(0E;:,_,,. + 0B+ 2 Eh o+ 2B )+ 3%;(;"&,, +:%Ep,) + skgn;kcm,_m+
n even +3(oEnyz + v Enya) + 3;(;*&’;:;; + B
d (0,0,2) |2(oAF +0A; + 2 A + A7)+ oBF +0B; +2BY +2B; + L (4; Ea, +2;°Ep,); n=1

oAY + A7 + 2 AT + 2 AT + 25 (X Ea, + 3 FER +FED) +k2(,,E1 +x2E1); n=2

AT + A7 + AT + AT + 015{_1 +oET_+-Ef_+.E7_, +2Zk:(;"EA° +7¥G1-1); n>2
ds 0,0,1) [2(cA; +xA}) +oBf + By + (2 Ea, +;¥Ep,); n=1

oA7 +xAF + ;(;"EAO + ,:"Eg’,i +iYER) 4 E1+ 2B n=2

oA; + 2 AY + B _ + BT + zk;(;"E,,o +75G1-1); n>2
ey (0,0,0) |2(6A; + »A7) + oBY + xBf + (25 Ea, + ¥ Ep,); n=1

A7 + AT + (¥ Ea, + ;"E;;’f +¥ER) 4+ E1+ 1B n=2

A7 +r A7 + :E;f_l +<Ef 1+ ;(;"EAD +75G1,-1); n>2
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TABLE XI. Vibrational representations of the orbits of the line groups L(2n)2c and Liic; n=1,2, . . . ; translational period is 1
unit. Summation is performed over k €(0,7), m €(0,n /2). Orbit a, exists for n odd, only. Minimal sets: 2a for n even and a for n
odd.

Orbit S;ibni: Vibrational representation
a (2,9:2) |3(oAT +0A7 +oBF +0B7 )+ 6xEo+ 6 (B} o +oEp i+ Ef o+ 2En _ )t
+6 G Ea, + ;" EB,) + 12 i *Gomom+
k k,m
_ - —k A —k oBn
n even +3(,,A:'/2 + 'An/2 + ”B:N + ,,B"/z) +6,E,/2+ 62‘;(’0 kE'B,‘//: +3 kEA,.//:)
a; (0,y,3) |oAF + 0B +2(0B; +0A;) +3:Eo + 3L (0B _in + 0By oo + 2 By o+ B )+
< :
+3;(;"EA., +7¥Ep) + 6 :¥Gm —m
k,m
by (0,0,2) |3(oA} + 0A; + 0B} +oB;) +6,Eo+ 63 (:¥Ea, +;¥Ep,); n=1
k
oAT + .,:1;: ,,B:k+§B,; +2(Eo + AT + 2 AT + 2B + B ) + 4, E1+
+§Ej[4(; Ef +*ES) + 2" Ea, + 5% EB,)); n=2
0AY +0A7 + oBF + 0By +2(xEo+ oEf _ 1+ oET_y + 2 Ef _; + <E7_))+
+[455G1,-1 + 2 ¥ Ea, + ¢ *EB,)); n > 2
k
by (0,0,) [oA¥ +0BF +2(:A; +0B) + 3¢ Eo + 3L *Ea, + 1 Ep,); n =1
k
oAy + 0By + xEo+ x AT + 2 AT + «Bf + «B] 4+ 2,E1+
+X2G ES: + 5 ER) + ;¥ Ea, + ¢ *Ep); n=2
k
oA 4+ 0BT + xEo+ oEF | 4 0BT _1+ 2 Ef 1+ xE7 _ + (255G -1 + ¥ Ea, + ;¥ Ep,); n> 2
k
e (0,0,0) |3(oA; + oBF) +3:E, + 3 (;*Ea, +;“Ep,); n=1
k
oAy +oBF + 2 Eo+ x AT + 2 AT + xBY + BT + 2,E1+
+ G ES + i ES) + ¥ Ea, + ¢ Ep)i n=2
k
oA 4 0B} +xEo+ 2,Ef _y + 2 Ef _  + 2 Ef 4+ (255G o1+ ¥ Ea, + ¥ EB); n > 2
k

V. DISCUSSION

The line-group factorization is used in order to find the
orbits of the stereoregular polymers. It has been shown
that the line- and point-group orbits are closely related.
Further, the minimal sets of orbits, which determine the
symmetry of the polymer, are given. The dynamical rep-
resentation for all orbits of the line groups is reduced to
its irreducible components, with the help of the induction
procedure, i.e., the symmetry classification of all possible
normal vibrations is found. Afterward, the Jahn-Teller
theorem for the polymers is proved. All the results are
checked numerically (a program dealing with the line
groups and applications in polymer physics is in prepara-
tion).

In order to determine the exact form of the normal dis-
placements of the concrete system, the group-projector
technique!®? should be used. As for the single orbit S
with the monomer Y, the induction method gives the gen-
eral expression; note that the group projector of the uth
irreducible (n,-dimensional) representation is an infinite

u
matrix, with 3| Y |-dimensional blocks:

n o

[SSVW’],,:'—I:‘l S dW*(zIz7HYNa) . (5)
1

Here, the summation is as in (4), over the symmetry

group of the monomer; block indices i and j essentially

denumerate monomers, s refers to the rows of the repre-

sentation u, while Y"(1) is the dynamical representation

of the monomer. As usual, the group projector is ob-
tained for s =1, and its eigenvectors for the eigenvalue 1
give the basis for the first row of the uth representation,
and the rest of the uth modes are obtained by acting on
this basis by the operators SS(’“ fors=2,3,..., ny,.

According to (4), there are a, normal modes corre-
sponding to uth representation, and for a,>1, the
group-projector technique gives only the subspace of
their linear combinations. The exact displacements can
be found only by the diagonalization of the vibrational
Hamiltonian in this subspace, i.e., the parameters of the
concrete system (configuration, force constants) are in-
volved. Analogously, if the polymer contains more than
one orbit S1+S,+ -+ - +S}, the corresponding projec-
tors are SYw=ea*_ S¥® If an irreducible representa-
tion occurs in different orbits, polymer normal displace-
ments for this representation are linear combinations of
the orbital ones, and cannot be determined by symmetry
arguments only.

For instance, trans-polyacetylene (CH),, with the sym-
metry group L2;/mcm, consists of two e;-type orbits,
one for each sort of atoms (Fig. 1). Among its normal
coordinates there is one corresponding to the irreducible
representation =, A (also denoted by'* B,,). The po-
lymer group projector is el #'@el{*. The stabilizer of
the orbit e, is Dy, ={e,0,,,0,,U,} (Table I). The ma-
trices of the monomer dynamical representation of Dy,
are those of the polar-vector representation. Noticing
that the generator of Z is (C,|1), (5) reads



|4 =
[ef™]y=

Normal displacements, obtained with this projector are
x;=y; =0, and z; =(—1)'z,, i.e., the mode is alternating,

TABLE XII.
period is 1 unit.

for n even, only

Vibrational representations of the orbits of the line groups Ln /mmm and L(2n )2m;
Summation is performed over k €(0,7), m €(0,n /2). ¢ =pcos(w/n) and s =psin(w/n).
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... 10 00
(—1)t 00 0 there is such a mode, and polyacetylene normal modes
|Z]| are combinations of them (Fig. 1).
001

n=12,..

. Minimal sets: a, b, ¢, d, e, or f.

Orbit g:i:': Vibrational representation
a (2,9,2) |3(AF +,A;7 +.BF +.B; + «AF + 2 A; + Bf ++B;) +e)k:(;*EA, +:¥Es, )+
+6§(,E,+,h_m +xBr ot oBh gt oEy )t 121‘2;’°Gm,_m+
n even +3(c At + oA, 0B, 0B, + AT, + 1A, %M,B:,Z +:B.,)+ 62}{3(;"191_,, +:%Es8,,,)
az (=9, 1) [20AF + . BY + A7 + 2B )+, A; +.B; + A} + B} +3§(;‘E4. +:*Es,)+
+§[4(,E;"_m + 0B )+ 2GES o+ o B _m)l GkZ;;"G,,,,_m+
n even +200 A%, + 0BT, + AL, + # B )+ oA, +oB, + ;A:” + 19:/3 + 32,‘)(;"5“,,,, +:%Bs,,,)
b, (2,0,2) (204} +,A; ++:AF + A7)+ 0B} + By + B + By + e%;"a,,.,_w
+;(2;*an A BA) 3G ot < Bt o B+ 0B )
n even 42004}, + oAy + AT, 1AL ) o BY 0B, + B, + 1By, + é\;(g;w,‘“ +4;%Ea,,)
by (2,0,1) [oAT +oA; + A7 + 4T +,Bf +.B; + );(;‘Ea. +2; B )+
+§(2(,E;,,_m + 0Bt )t B 0B )+ 3?_;1;"6,,‘__,,&
n even +oAl, t AT, 4 AT, + <Al + 0Bl + 2By, + ?(;"E,,,, +27%Ea.,,)
@ (¢,8,2) [|20AF +oA; +oBf ,+0B, ,+ B, + B+ AT +247)+ oBF + 0By + oA}, + A7+
B+ By + AT, AL, + g[z(;"Ea, + 74 Ba,,) H4G Bs, 4 BB, )+
+3§(7E,T.__m +2Bm ot oBh ot 0B _m) +6§n;"cm,_m
s (€,8,3) |oAs + 0B}, + 0B, + B, + 4B, + A + A7 +.BF + .4}, +.B; + .4, ,+ e.kz':ﬂ,;"c;,,.__,,.qL
A B, 4 7 Ba + 26 B+ Bo )l SR B o+ 0B ) + B+ oBr_m] + o AT
d, (,y,0) |20,AT + B} + A} + B )+ ,A; +,B; ++A; + B+
G Ba 4 Ep) + BB+ o B o) + 2(e B + 0 B )] + 6 5 G, -t
n even 120 A}, 4 B, 4 0 AY 0B )+ AL By o AL, 0By + a;(;‘EA_,, +:%Es.,,)
P (2,0,0) |oAY 4+ A + AT + A7 +.Bf + B} + %}(;"E,, +2; By )+ 31‘2;;"6...,_,.&
A RGES o+ 0B _m)+ B+ 0B - ml+ '
n even +,,":4,T/, +oAn,+ 1A:/2 + A7, aB:n + TB,T/, + ;(;*Es,,, + QEkEA.,,)
f (c,8,0) |oA; + 0Bl 4+ 0By, + Bl + 2B, + 1 Af +2A; + 0B + oA}, +Bf + 4], + 3;",";"6,..,_,"+
+§:[;"Ea. +i B, +2G B4, +5 Bp, )] + ;[2(1133.,-," +oBh )+ 1B+ 0B + 0 A
' (0,0,2) |20A +.A; ++AF + A7)+ ,B}Y +,B; +.Bf + B, + 2(4;"124_ +2;"E5,); n=1
o A7 + oAt + AT + AT+ AY + AT + AT A7 +on+;+ oB] + Bt + By +
+20 G Ea, + ;" Ea, +;"Ep,)y n=2
‘,A;*k+ oA + gAY+ A7 + oY 4By L Ef 4 B+ 2\%;(;‘1&7‘, +:5Gy, ) n>2
92 (0,0,1) [0AF +.A; +  Af + . A; +.Bf +.B; + g(ﬂg"m. +i Ep)in=1
oA 4+ < AF + AT 4+ AT + B +.B] + )jl)(;"EA_ +:*B4, +7%Ep,);n=2
A7 + A+ EY _ + B + zk;(;"EA, +:5Gyo1) n>2
hy (0,0,0) |,AF +,A; +-AF +,A; +,Bf +.Bf + 2.2, F4, +;"E5p,); n=1
oA7 + 2 A7 + AT + A} +,Bf + B} +2::(;"E4, +i*Ba, +;Ep,); n=2
oAy + A7 0B+ B+ %;(;"EA, +7%¥G);n>2

distortive, and longitudinal. For each orbit (C and H),

The possibility of the cooperative vibronic instability in
trans-polyacetylene (uniform bond length) yielding the
distorted trans-transoid isomer (alternating bond length)

. ; translational
Orbits ¢y, ¢,, and f; exist
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is frequently discussed in the literature.!>!'* The follow-
ing symmetry analysis confirms such claims. At first,
from the table® of the representations of the group
L2,/mcm it is obvious that there can be at most four
types of the m-electron energy bands: kEAO, kE 4 kEBO,
and ;Ep . Compatibility relations'®2 at k = stick to-
gether the bands kEAO and kEA], as well as the bands
xEp, and  Ep (Fig. 2).
mer, i.e., two electrons per translational unit cell, and the
Fermi radius equals 7.

On the other side, the Hiickel’s m-electron theory, us-
ing the p, atomic orbitals, gives the B representation of
the point group D,, for the bonding 7, orbital in the C-
C bond.!* Hence, the corresponding polymer orbital

There is one electron per mono-

OAO +0A0 +0A++0A1 +OBJ +OBI'—+211EA+1TEB+2

TABLE XIII. Vibrational representations of the orbits of the line groups Ln /mcc and L(2n)2c;n=1,2,...
is 1 unit. Summation is performed over k €(0,m), m €(0,n /2). Orbit a; exists for n=4p+2, (p=0,1, ..
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transforms according to the representation

e (L2, /mcm)® B (L2,/mem)
=oBg +oB1 twEp T iEp t,Ep .

This implies that the relevant electronic state at the Fer-
mi level is | Ep, connecting the bands kEBO and kEB1 (Fig.

2). So, the band is half-filled and in the ground state
trans-polyacetylene is an intrinsic metal with degenerate
ground state. This is the classical situation of the
cooperative Jahn-Teller vibronic instability. The candi-
dates for the symmetry of the soft mode are the irreduc-
ible components of the symmetrized square
[E3]1=0Aq +0A; +¢A4 [, which are all contained in
the dynamical representation for the orbit of C-ions

*Ep +i “Ep, +2( “E 4 i “E4))]

; translational period
.) only. Minimal sets: 2a,

2b,ora+b.
Orbit, g:ibr;‘: Vibrational representation
a; (z,9,2) |3(cAT +,A7 + 0B} +,B;) +6.E, +62(;"EA. T Bp )+
+e}j(,r Ef o+ B o B o+ E;, ,,,)+12E;"Gm mt
n even +3(., ,,,2+ A to Bm+ Bn/2)+6 En,2+sz(,‘ EA_,, +5 Ea,,,)
a; (,0,1) 20047 +oBf) + oAF +0B; +3:8, + 3G Ba, + ;4 Ep.) + 63 1* G, -m+
k k,m
RED Y CF A Y o oA S oy &
m
n even +20A5,, + 0B )+ oA, + o Briy + 3By + 32(;"E‘“n +:*Es,,,)
a3 0,4,3) {2647 +.B,,, +.B +.A47,)+ .47 + oBfy+0B; +oAg, + 3B+« E,./,)+6‘,_‘,,, Gm,—m+
+3¥(kkEA-+k EA-/:+E Ep, + —EEB‘/1)+3E("E; mt Em m+to E ) E;l m)
b, (z,4,0) |2(.AF +,B})+,A; +,B; +3,E, +3E(,"‘E4 + Y Ep )+
+YBGES o+ <En )+ 4B +2 E, ,,,]+62,‘ m,~m+
m
n even +2(.,A .t B”/2)+ At Bn/2+3,E,/2+32(,‘ EA./;+5 Esp,,)
a (0,0,2) |3, A} +,4; +.B} +,B;)+ 6.5, +6E(k"EB,+,‘ Eg)n=1
AT +,A7 + B++ B +2(°A++ A‘+OB++.,B Y+2.B, + 4, By +
+E[2(k EB.+I; EA )+4(k EA: +k EB!)]: n=2
A +0A; + B} +,B; +2(,E +oBf _ 4+ .Bl_, + B} _+ B _)+
+Z[2(g‘EB. kEA )+4k G, —1]1 n>2
¢ (0,0,1) |2A; +oBF) + oAt +.B; +3:E, + 35 (;*Ep, + ;¥ E4.); n=1
&
0A; +oBF + AT +0AT + 0B + 0Bl + B0 +2:Ey + Y ;¥ Ep, + ;¥ B4, + 2(;*Ea, + {*Ep,)); n=2
k
0A; + 0Bt + B+ BY 4By _ 4+ Ef_ + B _ + Y Ep, +; Ea, + 275Gy 1); n> 2
k
d, (0,0,0) |2(AF + 0B+ ,A; + 0By + 3., +3 (7 Ep, + {*By,); n=1
k
0A; + 0By +20AT + 0BT ) + 1B+ 2:B1 + 3. *Ep, + ;Y Ea, + 2(;*Ea, + ;¥ Ep,); n =2
k
oAy + 0By 41 Bo +2,Bf |\ + Ef _ 4+ B _ + ¥ (; Ep, + 1 Ea, +27%G1,-1); n > 2
k
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TABLE XIV. Vibrational representations of the orbits of the line groups L(2n), /mecm; n=1,2, . . .;
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translational period is 1 unit.

Summation is performed over k €(0,). In the primed sums m is from (0,n /2), otherwise from (0,n). ¢ =p cos(w/n), s=psin(7/n),
=p cos(m/2n), and s’ =psin(w/2n). Orbit f, exists for n even, only. Minimal sets: a, b, d, e, or f.

Orbit g;ih:: Vibrational representation )
a, (z,9,2) |[3(cA} +.A; +.Bf +.B; + ., A +.,A; +,B} +,.B; )+122 G '"+12z;‘G,,,,_m+
+6(:EBx +:Ep) + 6B, . +.E, _ )+ sz(,‘ kEq +7 "Ep, + 7k Ba, +7¢ "EB )+
m
n even +6(x ,',",2 a2t 7o s ns2)
a (c,9,3) |oAT +.B} +,B; +,A; +2(,A; +.B} +.B; +,A+)+3(,EA+,E3+, ,‘,,_,,,2+,r /3, -ns2) T
+32(,,"E4 +:*Es, +,,"EA +;"E,_)+az;(a mtoEm _ m)+6§3 G "'+62;"Gm,
b, (2,0,2) |20AF 4,47 +.AY +.A; +Ep) +,B} +,B; +,B} +,B; +4, B4 +3 (B} _,. + ,E,;,_,,,)+
m
+32G*Ep, + ;*Ep.) + 4G  Ba, + [ *Ea, )J+62 Gl ™ 465 i Gt
k k,m
n even +3(va“+/2.—n/z +r u_/z,-n/z)
& (2,9,0) |20AF + B} +,AF + .BI) + A7 + By +,4; +.B; +3(:Ba+ Ep)+ 63 ;"G _1m
k,m
+3E(. *Eq, +;7*Bp, +;*E4 +;*Ep, )+E(4 m + 2B _ m)+sg LG
n even +3(, n/?,—n/2+ E- /3, u/z)
e (2,0,0) | A} + A7 + At +,A7 + B} +,BF + 2, B4+ Ep + 3% (G 2"+
m
+X G Es, 4 Be, 42 Ba, 4 Ba )|+ S(2. B o+ B ) + sg:;*Gm,_m
k m ,m
n even +2:E,,; npzt+ ,.E‘,'f/;,,_"/2
h (¢,8,0) [ AT +,A; +,AY + B +,.Bf +,A; +2(+Ea+ . B} ,, —ny2) +7Ep + B, ,‘,2+a§:, G-+
+2G B, + Bp, +2G Ba, + 1 Bal+ DBy + 0By ) + 35 G -
k
N (010;3) Z(aA:"f'aAo— +0A;"+0A1_ +1EB)+oB;++oB,, +oBi+ +oBy + 47 Ex+
+§:[4(;kEA. +;*EBa)+2(G;*Es, + {*Ep,); n=1
OA,T + oAp_ + OA; + oAg_ + 2(1EA + 1E::-1 + rEl-,_*l + oE;:..l + 0E1_,_1)+
A5 02G Ea, 4+ EA) + 454Gy ); n =2
k
oAT + . A7 4 AY 4. A7 +2(,E.4+ G;'fl’ [ B9 AP S o > PR O >
+22(k*EA +k‘E4 + i Gacr-n + 351G ); n > 2
92 (070) %) vo+ + aA; + aA1 + nA1 + oB: +031 + fEB + 21EA + Xh:[?(EkEA, + ;kEA,) + ;"EB, + ;kEB‘];n =1
oA7 +oAT 4 Ea+ EBf  + Ei_ 4Bt +.Er_, + );(;"EA. +i¥Es, + 275Gy 1)y n=2
oA7 + AT + cBa+ o Bf 4By 11 at«GL YT+ ;(;‘EA, + i Ba 4 Grciin H 5 FGL)s n > 2
h (0,0,0) oA} + oA + oAl +,A7 + 0B} +oBf +:Ep+2:E4+ ;{2(;‘&. +37*EBa)+:*Ep, + ;*Ep,in=1
o A7 + oA +Est rEi':_l +.EB_,+ 20Eit._1 + E(;kEA, + ;kEA, + 2;‘G1‘_1); n=2
H
oAy +oAr + 2 Ba+ 0BT i+ 0B 11 a+ G Y N+ G B, + 5 Ba, + 1 Gacion + 155Gy 21) n > 2
k

FIG. 1.

(a) trans-polyacetylene configuration; (b) Jahn-Teller
active mode corresponding to A4, irreducible representation;
(c) another type of the , 4 mode (not active).

(b) E E

(c) kE B - \ ++ -
- EB1 TTEB; kEBo/ Bo "Bo
k B,
m ok Tk

FIG. 2. Band structure at the end of the Brillouin zone (re-
duced representation is used) of (a) trans-polyacetylene and (b)
“dimerized” trans-polyacetylene.
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(Table XIV). After neglecting the totally symmetrical
representation and x component of the translations, it
remains 44, (Fig. 1), satisfying all the requirements for
the Jahn-Teller effect.

If one takes into account both e,-type orbits the situa-
tion is a little bit different. The dynamical representation
now becomes 2e{ and contains ,4; twice. The vibra-
tions of the polymer are described by the linear combina-
tions of the independent normal displacements (Fig. 1):
atoms from different orbits can oscillate with opposite
phase (C-H bending) and in the phase (C-C stretching).
For the phase transition the candidate is only the last
mode (C-H) bonds are tighter and H ions follow C ions),
and the Peierls dimerization occurs. 4 is the represen-
tation of the order parameter (soft mode) of the equi-
translatlonal structural phase transition. The symmetry
predicts'® L1m for the symmetry group of new
configuration. The reflection o, is the representative of
the “lost” symmetry coset (L2,/mcm =L1m +o,L1m),
thus restoring the initial symmetry via two possible
domains with the soliton'® in the role of the Goldstone
mode.

Both representations ; EB and kEB of L2,/mcm

subduce into k; ¥E, of L1m, w1thout any requlrement on
their connection in k =1; moreover, in k = this repre-
sentation reduces into 7rBO+ +.Bo. Hence, the energy
gains a gap at Fermi level, and the distorted isomer is an
intrinsic insulator, with nondegenerate ground state.

In the previous example the order parameter was one
dimensional, which is the simplest case. Two- or four-
dimensional active modes are possible also (e.g., the rep-
resentation .G, occurs in the orbit e, of the group
L16g/mcm, as well as in the symmetrized square
(- /ZG%]), giving rise to more complicated, and possibly
physically richer phenomena.*

Finally, it should be noted again that the above discus-
sion refers to infinite polymers. Finite chains require a
somewhat different approach, including considerations
imposed by topologically nontrivial Born—von Karman
condition.
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APPENDIX

The irreducible representations of the line groups have
been published earlier.®> Nevertheless, it turns out that
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some alternative sets of the representations of the families
Lg, and Lg,2, Lg,22 are much more convenient for the
purposes of this paper. Therefore these will be derived
here, together with some necessary properties. Note that
the sets of the irreducible representations for the given
group is unique up to equivalence, implying that the al-
ternative sets are essentially the same, but the notation is
different due to the different meaning of the quantum
numbers involved.

The groups Lg, are the direct products q,C,, where n
is the greatest common divisor of ¢ and p, while 7 is the
unique solution of the equation rp/q=rn (mod g) being
less than g and coprime relatively to g. Both factors in
this product are cyclic groups, generated by (C ’)é’) and
(C;10), respectively, yielding the set of the n‘redumble
representations (@ =2 /n):

k A (CFCs ) =e!KETmsa) | e (—m,],
_n;l’ ,n;—l,nodd,

m n—2 n
——‘2“—,...,7, n even .

Complex conjugated representations are  Ax=_, A_,,
giving rise to the following set of the real irreducible rep-
resentations: A4y, .4y, G A,, _;A_,)=;4,

~xA4_,,, and only for n even, yA,,, ,A4,, Sym-
metrized squares of the two-dimensional representations
can be reduced in the form

[(k Am’—k A—m )2]=KA/L+K'A[.L'+0AO >

with «=—2k, k'=2k, p=—2m, and pu’'=2m (here
denotes the equality modulo the range of k and m, re-
spectively). The polar- and axial-vector representations
reduce as follows:

0Aot+,Agt+_,Ay, n=1,
0A0+KA1+—KAX
0A0+KA1+—KA—1

V=4= n=2, (A1)

n>2,

where « is equal to 2mr /q for 2r <q and 27(r /g —1) in
the opposite case. (A4, corresponds to the z components
of translations or rotations, while the remaining irreduc-
ible representations belong to the standard linear com-
binations of the x and y components. !

For the groups Lg,2,Lg,22, being the semidirect prod-
uct q,D, of the cyclic invariant subgroup and the
dihedral point groups D,,, the induction procedure gives
the irreducible representations:

, ke(0,7r),me

N3
ISYE]
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All these representations are real, and the symmetrized squares of the two-dimensional representations reduce as fol-

lows:

[ “E, %)=

[oEm " 1=[,En ™*]=

0Ad T E "

oA +3;2HEL,
0dd T En, "
0dq +,EX,

0dq T Eyn"

odo +E¥,",
0dd +,A45 +,44
OA(;—+1TAn+/2+1rAn—/2
0dq +oEz"

+ 2m —n
OAO +0E—2m +n

OA(-;- +0An+/2+0An_/2

The reduction of the polar- and axial-vector representations gives
oAy +*EJ n=1,
V=A={,4A; +.“E} n=2,

0do +*ET' n>2,

ke O,% , u=2m
ke T |, p=2m

T n n
k:_ ece|l— ,——

20 " 2’ 4]
k=—;—r— me |——,0
k:l (= Ol

2 "= 0%

T n n
k=" L3

2 M€
k=% m=0,§

T n
_ =+ —
k 2 m 5
=T n
k—2 me 0,4
=T n n
k=5 m&€l14 3

T n
_—— =+— .
k 2 m %

with « given in (A1). z components of the translations and rotations transform according to the j 4, , while the other

representations correspond to the standard combinations of the x and y components.
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