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An electronic Green’s function for polyacetylene with a soliton is obtained with the use of the
continuum model but in a coordinate representation. This representation eliminates the necessity of
imposing any specific boundary conditions for eigenstates of the Hamiltonian. The Green’s func-
tion is easily used to obtain both the electronic density of states and the spatial charge density for
the midgap state as well as the conduction and valence bands. It is further used to find an optical-
absorption coefficient that satisfies the optical sum rule for the polymer chain with a single soliton.

I. INTRODUCTION

The proposal that domain walls between two energeti-
cally degenerate but topologically different configurations
of trans-polyacetylene, (CH),, play an important role in
determining its electronic properties has contributed a
large share of the theoretical' ~* and experimental® interest
in this material. Moreover, the suggestion that these
domain walls—charged solitons—are created at low
dopant concentrations has received considerable experi-
mental support, especially from optical-absorption mea-
surements.5~

In the soliton model an electronic state forms in the
middle of the dimerization gap which should then give
rise to optical absorption at energies deep within the gap.
Based on a continuum model of (CH), several calculations
of the optical absorption”!°~!3 have been made. Al-
though they all give the same midgap absorption, not all
of them give the same reduction in the interband transi-
tion, nor do they all satisfy the optical-sum rule. The
source of these inconsistencies apparently lies in the way
each calculation treats the boundary conditions for the
broken symmetry of the polymer chain with a soliton.!®

In the present work we propose to avoid some pitfalls
associated with the boundary conditions by working in a
coordinate representation to obtain electronic Green’s
functions for (CH), with a soliton. From these Green’s
functions the electronic density of states and the spatial
charge density follow almost immediately. The Green’s
functions are then used to calculate an optical-absorption
coefficient which satisfies the optical-sum rule.

In an Appendix, detailed comparison between the
present approach and that of Kivelson et al.!® is made
and the formal equivalence between the two is discussed.
The real part of the dielectric function is also given there.

II. GREEN’S FUNCTION IN THE
COORDINATE REPRESENTATION

In the continuum model the electronic part of the Ham-
iltonian for trans-(CH), with a soliton localized at x =0 is

29

given by’
t . d
H=3 [dx¥x) —ivp(o3)y 7 -+ AX)@1)y |Yslx)

(2.1a)
where
A(x)=AtanhAx /vs ,

A is the dimerization gap, WV is the electron spinor, and o’s
are the Pauli spin matrices. The Green’s functions in the
Matsubara representation are defined as

(2.1b)

Gijss(%,x",7)=—( T\I/iys(x,f)lll}‘-,s'(x’,O)) ) (2.2)
Recognizing that the anticommutator
(W] 00, W) lx)} =8;;8,8(x —x') (2.3)

yields the equations of motion

— %Gij(x,x’,r)+ Wr(03)im % —AX)0)im | Gmj(x,x",7)

=8,;;8(x —x")8(7) , (2.4)

where, for convenience, the spin indices have been
suppressed and the chemical potential is set equal to zero.
[This is correct for (CH), with a neutral soliton and intro-
duces no loss in generality.] Expanding in Matsubara fre-
quencies, w, =(2n + 1)/, these equations become

[0, Gij(x,x",0,)+ ivf(a3)im_% —AXNT ) im| Gmj(x,x ", 0,)

=8,18(x —x') . (2.5)

These four first-order differential equations couple Gy;
and G,; as well as Gy, and G,. To decouple the equa-
tions for G;; and G,;, define

G+1=G11+iG21 ’ G+2=Gzz+i612 s (2.6a)
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and

G_1=G“—iG21 Iy G_2=G22-—iGl2 . (26b)

However, since the correct free-particle Green’s function
in one dimension satisfies

Go(x,x",0,)=8(x—x"), (2.7)

vZ aZ A2+ 2
—fax2+ On

with

Gy (x,x",0, ) =[ —ivek sgn(x —x')—iA(x)+iw, ][ —ivek sgn(x —x')+iA(x")—iw,]

and

G11(x,x",0,)=[ivek sgn(x —x")+iA(x)+iw, ][ —ivek sgn(x —x')+iA(x")—iw,]

The two coupled equations for G,;, and G, can be ob-
tained from those for G; and G,; with the substitution of
—vy for v;. Consequently, substituting —v, for vy in Gy
and G, yields G,, and G,, respectively.

Certain properties of the system can be immediately ob-
tained from these functions. Analytically continuing iw,
to obtain the retarded Green’s function gives the electron-
ic density of states p(e),

ple)=m""Im f dx Y, Gy s5(x,x,6+i8) .

i,s

(2.10)

This trace is easily evaluated as

2L e 2
mop (€—A%?  7e(e2—A?

NZE e>A (2.11a)

ple)={28(e), |€| <A (2.11b)
2L 24 cen
s (62_A2)1/2 77.6(62__A2)1/2 ’ ’

(2.11¢)

where the correct signs are obtained by evaluating the
square root just above the branch cut. The terms propor-
tional to L give the correct density of states for trans-
polyacetylene without a soliton, po(€), while the delta
function lying at midgap is the well-known electronic
state associated with the domain wall separating the two-
degenerate ground states. (The factors of 2 come from
spin.) The change in the continuum density of states pro-
duced by the soliton, 8p(€), is easily integrated to give

—A 0
J__dplerde+ [, tplelde=—2, 2.12)

which explicitly shows that one-spin degenerate quantum
state (half an electronic state) from each of the two bands
contributes to the midgap state. In neutral (undoped) po-
lyacetylene this results in one electron from the previously
filled valence band being forced into the midgap state.

The spatial charge density at T=0 for the singly occu-
pied midgap state is given by

A
ps(x)=m""Im [~ deF Gyulx,x,e+id),  (2.13)

exp(—k|[x—x'])
2vf2k

Golx,x",0,)= R (2.8a)

and
vik?=A’+a} , (2.8b)

it follows that this Green’s function can be used to solve
any particular solution of the free-particle operator. Thus

Golx,x",@,)
20, (2.92)
Golx,x",0,)
. (2.9b)

]
with no spin sum because of the single occupancy. This
trace is also easily evaluated and is

ps(x)=—A— 1

—_—. (2.14)
2v5 cosh*(Ax /vy)

Similarly the change in the spatial charge density for the
valence band is expressed as

—A
8py(x)=m""Im [ _de 3Gyys(x,x,6+i8) —po,(x),
i,s

(2.15)

which gives

8p, (x)= —2 1
P 205 cosh®(Ax /vs)

This emphasizes that the charge in the valence band is
spatially redistributed to exactly cancel the space charge
due to the electron in the midgap state. Therefore, it is
easily concluded from these Green’s functions in the coor-
dinate representation that zrans-polyacetylene with a soli-
ton and a singly occupied midgap state is “locally” as well
as globally charge neutral.” The unusual charge-spin rela-
tions of a soliton in (CH),, ¢ =0, s=% or g=+e, s=0,
directly follow.

(2.16)

III. FREQUENCY-DEPENDENT
CONDUCTIVITY

In the continuum model the current-density operator
for polyacetylene is given by

J=evs Y, f dx ‘I’Is(x)ayj\llj,s(x) . (3.1
s

In the Matsubara formalism the current-current correla-

tion is

(r)=—(TJ(7)J(0)) . (3.2)

The retarded current-current correlation is obtained by
Fourier expanding in Matsubara frequencies and then
analytically continuing iw, to w-+i8. The frequency-
dependent conductivity is derived from this as
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v} fdx fdx’(a3),~j(03),,,,,

X Gjn(x,%,",7)G i (X', %, —T)

II(7)=2e

cr(a))—:-Reia;_t—iﬂ . (3.3)

Lo . 34
Considering only the time-dependent part of the current- (3.4)
current correlation, hence

Go(x,x',0,)Go(x',x,00, —0y,)

H(w,,)=2e2vf2fdx fdx’%z

n

X {wp X0 — 0, 2+ 0fk @) Ve N 0) —w,) — 20} () — 0, Wik () k(o) —o),)

oo, —aw,)

— kX)) + kA, — o) JAX)AKX) 420, (0, — o )AX)A') +AXx)AXx")] .

(3.5)

The frequency-dependent conductivity or optical absorption is reduced to evaluating the imaginary part Eq. (3.5), the
calculations are straightforward but tedious, and the technique for evaluating the integrals over x and x’ therefore will

be given in Appendix A, but the results merely stated are

H(a)= [dx [dx’exp(—a |x —x'| )=%—--2;+ Zex (j"L ) (3.62)
a a
I(a)=fdxtanhx fdx'tanhx’exp(—a [x—x"])
2L 2 1 2exp(—al’) 4w exp(—aL'/2)
=——+——8 - —_— s 3.6b
a +a2 n§0(2n+a)2 a’ a sin(ma/2) (3.60)
J(z)= [ dx tanh® [ dx’tanh’x’exp(—a [x —x'|)
2L 2 8 2 1 2exp(—al’) | 4mexp(—al’'/2)
=2 L = 4 4a+8 - , 3.6
a a2 a +oa ,,§0(2n+a)2 a? sin(ma /2) (3.6¢)

where L'=

AL /vs and a =[k(w,)+k (0, —w,)]vs /A, and Egs. (2.8a) and (2.1b) have been explicitly used.

Combining all the terms proportional L, the chain length, results in the current-current correlation for trans-

polyacetylene without a soliton:

2ep? fL

—opy (o, —a, )+vfk(w,, k (0], —w, ) — A?

Ho(wn

This Matsubara sum is performed with the appropriate
contour integral. Upon analytic continuation of iw, this
contour is deformed analogous to the contour used in cal-
culating optical absorption in a superconductor.!* The re-
sulting conductivity for a chain without a soliton at T=0
is

A2

0N —4A2)172 oo

oo(m)=4e2va o>2A .

This expression is easily integrated over frequency to
obtain the sum rule

f oolw)dw=e?v,L . (3.9)

The midgap absorption essentially comes from the pole
structure of Il(w,). Upon analytically continuing
iw,—®+18 and changing to a real variable of integration
the relevant pole is of the form

1/(x—0—ib)=1/(x —0)+7id(x —o) ,

and the imaginary parts of the integrals are then evaluated

2, vk (0 )k (@) —wn Wl k(@)) +k(op —0,)]

(3.7
[
trivially. With the use of the identity'>
i (2n+1)*—(0*/A%—1) /8
< [2n+1P+0?/A2—1P  coshi[7/2?*/A2—1)17?]
(3.10)

the expression obtained for the midgap absorption is the

same as that obtained by others'°~!3 and is
ehf 1
)= P A7 costim /2t /A 1))
o>A. (3.11)

The reduction of the interband transition is obtained al-
most as easily. The only term that can be evaluated expli-
citly comes from the third term (—8/a) in Eq. (3.6¢c).
The rest of the bleaching in the interband transition comes
from an imaginary principal part integration arising from
the 1/(2n +a)? terms in (3.6b) and (3.6¢). The final result
is given by

oi(w)=[1—(4Av;) /(Lw?*)]oo(w)—F(w) , (3.12)



29 PROPERTIES OF POLYACETYLENE OBTAINED FROM GREEN'S . .. 811

where F(w) is determined numerically from the principal
value integration. Figure 1 gives the results for the
changes in the optical absorption owing to the presence of
a soliton in the chain. Note, however, the sign for the
reduction in the interband transition has been changed so
that Ao;(w) is positive in Fig. 1. The optical-sum rule has
been verified numerically to four significant figures,
which, although lacking the elegance of an analytical re-
sult, is in satisfactory agreement. On initial inspection the
results arrived at here are in agreement only with
Horowitz!? who creates a somewhat artificial dilute lattice
of solitons. However, the results of Kivelson et al.!* may
be rearranged to be (apart from a missing numerical fac-
tor) identical to those found here as well. Examination of
their Eqgs. (B13) and (B15) show that each contains a can-
celling factor of (2vy /AL )oo(w) which then gives an opti-
cal absorption in agreement with that found here. The
agreement with Kivelson (which is further discussed in
Appendix B) is satisfying because it demonstrates the
equivalence of the alternatives of a coordinate space calcu-
lation or an eigenfunction expansion, both of which deal
directly with the unusual boundary conditions confronted
in trans-polyacetylene with a soliton. This equivalence
should provide flexibility in carrying out further Green’s-
function-based studies on this and related polymers.

IV. CONCLUSIONS

The symmetry of trans-polyacetylene with a soliton is
substantially different from the translationally invariant
dimerized chain. Although vestiges of translational in-
variance remain because of the domain-wall topology, care
must be taken in determining the way this topology is
translated into boundary conditions and ultimately into
the eigenstates of the system, and there appears to be some
inconsistency in the literature on this point.

The presence of a soliton is sufficiently analogous to the
introduction of any localized effect that we have con-
sidered the problem of optical absorption from a coordi-
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FIG. 1. Change in the optical absorption owing to the pres-
ence of a soliton in the chain; the sign for the reduction in the
interband transition is changed so that it appears positive in this
figure.

nate representation point of view. The continuum approx-
imation to the Su-Schrieffer-Heeger model is used without
reference to boundary conditions for a chain of finite
length. In this way details of the system’s eigenstates be-
come unimportant.

The coordinate representation Green’s function for the
chain with a soliton, which is required for the optical-
absorption calculation, permits a surprisingly simple cal-
culation of the density of states. The subsequent optical-
absorption calculation is conceptually straightforward but
mathematically more tedious. However, the contour in-
tegrals that arise are very similar to several already fami-
liar from superconductivity theory and those techniques
have been applied here. The results confirm the eigen-
function expansions of Kivelson et al. and suggest a flexi-
ble Green’s-function approach to this class of one-
dimensional systems.
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APPENDIX A: INTEGRATIONS OVER x and x’

To evaluate II(w,) requires the integration of three
separate integrals, H (a), I(a), and J(a) in Eq. (3.6). The
correct expression for H(a) can be obtained using the
techniques shown below or by direct integration and will
not be discussed in this appendix. However, the evalua-
tion of I(a) and J(a) is not quite as straightforward and
the procedures used will be outlined here. First consider
the integral

I(a)=fdx tanhx fdx'tanhx’exp(—a [x—=x"]). (Al

It is convenient to use the following integral representa-
tion for exp(—a |x —x'|),

Ny @ dq P
exp(—a | x —x l)—Tr f q2+a2exp[zq(x x)]. (A2)
Following this substitution
a dq 2
I(a)=—
(@)= [ gt @ (A3)
where
_pLn e si -
f(q)—f_L,/2 x sin(gx)tanhx . (A4)
Integration by parts and assuming L'=AL /vy >>1 yields
T 2cos(L'/2)
= — . A
S sinh(7q /2) q (A3

At this point it is convenient to use the following identity
for 1/sinh?(gq /2),'6

1 4 L_fw x cos(gx)exp(—x)dx
sinhXmq/2) 7* |g> YO sinhx

(A6)
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Substituting the expression (AS) and (A6) into (A3) and
combining terms so that second-order poles cancel enables
the g integrations to be done using simple pole residue
techniques. The only remaining integral to be done comes
from the identity expressed in (A6). This integral is of the
form of a Laplace transform and can be found in most

tables. The result is in the form of an infinite sum or
© xe —(a+1)x
= dx=—= . A7
fo sinhx dx a? + z(2n~i~ )2 (A7
With the use of this expression the final result is
2L’ 2 1 2exp(—alL’)
I(a)=—"—"+-—=—38 -
a a? ,,§0 (2n+a)? a?
47 exp(—aL’/2)
—_— . A8
+ a sin(mra/2) (A8
Now consider
J(a)= f dx tanh’x f dx'tanh’x'exp(—a |x —x'|) .
(A9)

Substituting the expression 1—sech?x for tanh?x results in
three integrals, two of which can be performed without
difficulty. The remaining integral is

J3(a)—fdx sech?x fdx sech?x’e —9 [*—*'| |

Again, use of the integral representation in Eq. (A2) yields

(A10)

-2 dq
La==f e AU (Alla)
where
L'/2
cos(gx) (A11b)

glg)= f—-L’/Z dx

The identity given in (A6) once again enables the ¢ in-
tegration to be done. However, in this case some care
must be taken with respect to the convergence of the g in-
tegration, since one of the integrals is of the form

igx

cosh?x

dg. (Al12)

29 wa
dx =278(x)—a —
fgw g*+a? —o g24g?

The last integral from the identity (A6) is again performed
using (A7). Now combining the two terms that were done

directly yields

2L’ 2 8 1
J(a)= B bt 4a 48y —
a g2 = (2n+a)?
2exp(—aL’) = 4mexp(—alL'/2)
* a? sin(mra /2) - Al

APPENDIX B: COMPARISON OF THE
OPTICAL-ABSORPTION RESULTS
WITH KIVELSON et al.

Given the Hamiltonian in Eq. (2.1) a set of eigenstates
defined by

H ¥y =€y (B1)

is generated where the ;s are the spinors discussed in the
work by Kivelson et al.’*® The quantum number k can
either label the set of states in the conduction band ck ,
the set of states in the valence band vk, or the midgap
state s. The energies associated with these states are

€k = — €k =€ =(vFk 2+ A?)1/? (B2)

and €,=0. It is important to note that these states form

an orthonormal set, i.e.,
[ Wk p(x)dx =8,

only with the proper normalization and proper boundary
conditions,

(B3)

kL =2nm+¢; (conduction band) , (B4a)
kL =(2n+1)mr+¢; (valence band) , (B4b)
| Ay |2=(L—v,-A/ef,)‘1 , (B4c)

where @ =tan~'(v;k /A) and —7/2 <@ <m/2. Recog-
nizing that with these boundary conditions any sum over
kis changed to an integral in the following way:

2-»
k
Then it is easy to show directly that
S Uik (X )P (x')=8;8(x —x") ,
k

f dk(L —vsA/€}) . (B5)

(B6)

where the sum over k includes all the states in both con-
tinuum bands as well as the midgap state. Now a field
operator can be expanded as

W;(x,7) =, Yu(x)ar(r) , (B7)
k

where ay (a,lr ) annihilates (creates) an eigenstate of the
Hamiltonian in the Matsubara representation. Note that
the eigenstate is a spinor while the operator, ay (a,:r ), itself
is not a spinor. With this expansion it is straightforward
to show that the anticommutator

(W], (x), W) ()} =8;;8,58(x —x) , (BS)

which was the assumption in Eq. (3).
Now the eigenfunction expansion of the Green’s func-
tion is

¢ik (x )¢;k (x")

Gyj(x,x",0p, )=§ F— (B9a)
Gulw,) =0k /iw, —€) . (B9b)

The Green’s functions in Eq. (B9a) can be shown to be
identical to those in Eq. (9) by simply performing the sum
over k in the prescribed way and the Green’s function in
(B9b) is exactly what would be expected from an eigen-
function expansion of a Green’s function.

Now the Green’s function from (B9a) can be used in
Eq. (20) with the integrals over x and x' performed prior
to the sum over k and k’.

The integrals of interest are
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[ Wiy ds = — ) | 2+ L i (B10)
—Lp2 Ik log TR e T e, | [sinh(mus(k —q)/2A]
and
L/2 L2 vy |12 1
— * -4, |2 N S
S e Wide = [ Wi oW odx =4, | X T —TN I (B11)
Performing the Matsubara sum with the appropriate contour integral yields (in the low-temperature limit)
mw,)=myw,)+m(w,) , (B12)
where
L) 1 1 1
0 (0,)=e2}—L 3 | 4; |2 , _ (B13)
#\0n 7 2A 2 4l coshX(mvek /2A) |iw,—€x  iog+€g
and
1, 1) 1 1
Il =2eWIAYS A |2 |4, |2 | —+— | flk— - Bl4
plen)=2¢"v7 %I k714 ek+eq fik—a) i, —(ex+€) iw,+ex+e, (B14)
with f(k —gq)=mvs{2Asinh[7vs(k —q)/2A]} —2 and A4, being the correct normalization given in Ref. 13(b).
Upon analytical continuation of iw,
iMly(w+i6) m Vf 8w —eg)
=Re———=en?—-L [ dk , (B15)
os(@)=Re ® U8 do f cosh’(m/2vsk /A)
with
1 €k
Rell,(w)=e}Z [ dk , (B16)
elli(@)=e’op [ cosh?(I1 /2v/k /A) &’ —é
and
iMy(w+i8) 2meiw}A 2
oy(@)=Re-2 YT S 14 124,12 | |k —gbo—er—¢,) (B17)
0] € €
with
1 1) € +e
Relly(0)=4efA2 |4y |2 |4, |2 | —+— | flk —@)—5—— . (B18)
»\@ f 2[ k[ | ql 6k+€q f q 0)2—~(€k+€q)2

Within a constant factor the conductivities are identical to those in Ref. 13(b) and the real part of the dielectric response

has been obtained as well.
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