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Dynamical conductivity of quasi-one-dimensional systems with
hydrogen bonds

R.Ya.Stetsiv, R.Ya.Yurechko

Abstract. The frequency dependence of dynamical conductivity of the
quasi-one-dimensional structures with hydrogen bonds is studies on the
bases of pseudospin-electron model. It is taken into account the proton-
electron interaction, external longitudinal field h, the tunneling hopping
of protons, electron transfer and direct interaction between protons. The
dependence of the electron concentration and mean number of protons on
site on temperature and external field are obtained. The phase transition
lines from uniform phase into charge ordered phase is determined. The
dependence of the dynamical conductivity on temperature and field h
and it changes at the phase transitions are obtained.
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1. Introduction

The properties of the molecular and crystalline structures with hydro-
gen bonds is mainly determined by the character of protons redistribu-
tion on the bonds. We investigate the microscopic mechanisms of the
charge transfer in a such systems on the basis of proposed pseudospin-
electron model [1,2] that take into account correlation between the pro-
ton displacement and reconstruction of electron states as well as the
change of their occupancy. This interaction is manifested itself as a
cooperative proton-electron transfer (PET) in a series of experimental
works [3-10] and it follows also from the results of quantum-chemical
calculations [1,11-13]. Quantum chemical methods allow us to examine
these charge redistributions in detail. The structural and optical studies
of the proton transfer in N-salicylideneaniline [8,10] show that pho-
tochromism and thermochromism in these object arise from a proton
transfer. The proton transfer accompanied by a configurational change
of electron structure. It was shown that behaviour of proton dynamics
is good consistent with the temperature dependence of visible absorp-
tion spectra of this crystal. If we could construct a molecular conductor
based on this type of molecules, the charge transport might strongly be
modulated by the proton motion. Photoinduced proton-coupled electron
transfer (PCET) is investigated in a series of works [14-17] as one of
the mechanisms of energy transformation in biological and chemical sys-
tems. Effect of a such proton-electron coupling plays an important role
in passing a proton through the biological membrane in photosynthesis.
The design and construction of a electron-proton hybrid system using the
elements of 1-dimensional metal chains, acceptor (or donor) molecules,
and interchain H-bonds is proposed [4]. A new molecular functions is ex-
pected to be produced in this system, if the motion of proton is closely
correlated with the dynamics of the 1 — D electronic states. Similar ef-
fect is observed in the halogen (X)-bridge mixed-valence transition-metal
(M) complexes (M — X -complexes) [3]. The M — X-complexes [M A2 XY
(M = Pt,Pd or Ni) have a one-dimensional (1D)chain structure and
adjacent chains are connected by hydrogen bonds. Here X stands for a
bridging halogen ion (X = CI,Br or J), A for a ligand molecule (e.g.
ethylenediamine, cyclohexenediamine), and Y for a counter anion (e.g.
Y = Br~,ClOy ). The location of the protons on N — H — Y induce
additional electron charges on the ions M and at some conditions they
form the charge-ordered state (CDW) [3]. It is pointed out that the
electron-proton coupling can control the CDW state [18].

We investigate the phase transition from uniform phase into charge-
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ordered phase in a such system. In this work we study thermodynamic
properties and the frequency dependence of dynamical conductivity of
quasi-one-dimensional structures with hydrogen bonds on the bases of
proposed pseudospin-electron model.

2. Hamiltonian

The Hamiltonian of quasi-one-dimensional structures which contains a
chains with hydrogen bonds we write in the form [2]:

Hepp = Z Z((E — Wnie (1) + g(Mic (1) — nit1,0(1))S7 (1)) +
35t san (e, Daje (1) + af ,(ais (1) + (1)

Ll i,5,0

+3 .3 Qs
l i
D IPIEHU
l %
‘% > i SiWSi).

LU i

Here marked the summation along chains, indices ¢, j; and summation
over chains indices [, . Pseudospin operator S; describe the proton states
in double potential well on the hydrogen bond. We consider the transfer
along hydrogen bond is the dominant ¢t = ;) ;41(1); Mic — operator of
electron concentration of ¢ — position, ¢ — electron spin, p — chemical
potential of electrons.

The Hamiltonian includes proton-electron interaction (parameter g),
electron transfer (parameter t), energy of proton tunneling (parameter
Q), asymmetry of the local anharmonic potential (parameter h). The
last term describe proton-proton interaction.

Pseudospin-electron interaction forms the effective interaction be-
tween pseudospin (between protons in our case) and as it is shown
in [19,20], can cause the appearance of the modulated phase with dou-
bling of the initial lattice period and can lead corresponding charge mod-
ulation. The study of this phenomenon is devoted this paper. In a double
modulation of the lattice period the crystal is divided into two sublattice.
We introduce the such designations: 7, = (S7,), na = O nia.0),(@ =

1,2 is the sublattice index). In mean field approximation (MF) and pass-
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ing to k-representation the Hamiltonian (1) has a form:
HMF :Hel+Hsp+Ua (2)
He = Z (e =+ 9(Na —ng))nkao + Z tk,a,aa;a,gak,ﬁ,m o # B,
k,a,0 k,a,0
=t =0ty =t =t = Z tay 50 explik(Ryqy 1 — Rjary2)l,
i0)—3 (1)
ZZ (287, (1) = (h+ jns — 9(na — np))S; 4 (1)),

1 N
U= gNjmnz — 5g(n —n2)(m —m), J= Zsz(z )

The electronic part of Hamiltonian (2) is diagonalized by unitary
transformation

Uk1,0 = Q1,0 COSQP + g 2,0 SN, (3)
0k2,6 = —Qk 1,0 SINQ + Ak 2,0 COS P,
—g(n — ¢
cos2p = g(m —n2) sin 2 = k

V=) + 82 V2 —m2)? + 2

In result we obtain:

Hel - Z (Ek,a - H)ﬁk.,oc,ch (4)

k,a,o

Epoa=c¢+ (- \/g (m —n2)? + t3.

The spin part of Hamiltonian is diagonalized by unitary transforma-
tion:

Sf(l)zgf(l) cos + S'f(l) sin,
Sf(l):—gf(l) sin + S’f(l) cos 1,
cosha=(h + jng — g(na — ng))/Aa,sin Yy = Q/Aq.

In result we obtain:

_Zz/\agf,a(l)7 (5)
I i«

Moo = /(b + g — glna — ng))? + 2.
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3. Thermodynamic properties

We obtain the equations for electron concentration n, and average mean
of pseudospins 7, in sublattices using (2) - (5):

- % Z (M(l +explB(Era — 1))t +

2 k,a,0 2
1 —cos2¢p -1
f(l +exp[B(Erpg —w)]) ), 6)
_htgng —g(na —ng) [ Aa
Na = M thiowr ) @

From all the possible solutions of equations (6) - (7) choose the ones
that give minimum Thermodynamic potential ® in regime of u = const
or minimum of Free energy F' = ® + uN in regime n = const. Thermo-
dynamic potential in MF - approximation has a form:

& = —2kT S In((1 + exp[—B(Er, — w)])(1 + expl—B(Brz — w)])) -
k

1 A1 A2

—kTNIn(4ch | ——= | ch | =—=

2 n(4e (2kT> ¢ <2kT>> +

1. 1

S Nimnz = 5 Ng(n —n2)(m — 1) (8)

From the relations (6)—(7) we obtain the expressions for én = ny —nq

and dn = 71 — 12 , which can play a role of the order parameter for
modulated phase. Using this expressions we have a next condition of
the appearance of nonzero solutions for dn and 47, and equation for
temperature of the second order phase transition to modulated phase.

2 02 .
E(T@ )+
2
()~ (o) (50~ 5 o1+ explste s =)
(1 + explB(e + ftxl — ) ™) +1=0 )
Here:

1 A
n:nl;n27n:nl;n27<oz>: th( )

A=/ (h+jn)?+ Q2.
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The phase transition lines of the first and second order from the
uniform phase to the phase with double modulation are shown in Fig.1:
(a) for different values of the chemical potential p, (b) for different values
of parameter j and for Q = 0 and € = 0.05eV cases. Transition point
of the first kind defined by numerical calculation, as the point at which
the requirement of minimum for thermodynamic potential of changing
the parameters of the model is transition from a homogeneous solution
n1 = na, N1 = 12 to modulated with dn and dn different from zero. The
line of phase transitions of the second order are bold. The splitting of
the electron band at phase transition is shown in Fig.2. The temperature
dependence of a mean numbers of electrons of sublattice ny, ng, and
uniform phase ng also, along the phase transition line are shown in Fig.3.
The temperature dependence of a mean values of pseudospines 71, 72,
1o are illustrated in Fig.3 also. The temperature dependence of dn(T)
i on(T) are illustrated in Fig.4. These results are obtained for the next
values of parameters: g = 0.08eV, ¢t = 0.05¢V, j =0, u =10, 2 =0 and
Q = 0.05eV. The results for j # 0, p # 0 are presented in Fig.1. A such
choice the values of parameters is give in [1]. All energy characteristics
are in eV units.

0.06 - 0.06
0.05- 0051 1
2
- 0.04 4 0.044
= 3
0.03 0.03
0.02 - 0.024
0.01+ ]
. 0.01 4
0.00 T T T 0.00 :

-0.08 -0.04 0.00h0.04 0.08 -0.08 -0.04 000, 0.04 0.08

(a) (0)

Figure 1. The phase transition lines of the first and second order from the
uniform phase to the phase with double modulation: (a) for for different
values of the chemical potential u: 1,2,3,4 — u = 0,0.05,0.08,0.12eV
(Q=0,45 =0), (b) for different values of parameter j: 1,2,3,4 — j =
0,0.05,0.1,0.2¢V (2 = 0.05eV, p = 0).
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0.041
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-0.124 / -0.12+ in

0.00 0.01 0.02 0.03 0.04 0.05 0.06 0.00 0.01 0.02 0.03 0.04 0.05 0.06
T T
(a) (6)

Figure 2. The splitting of the electron band: (a) at phase transition along
the phase transition line (b) for h = 0 in charge ordered phase ) = 0).

n2
1.8 0.6 nl
161 0.4
1.4
1.21 no 0.2
c 107 Moo
0.8
0.6 0.2 N
044 N, 04l M, 0
0.2

0.00 0.01 0.02 0.03 0.04 0.05 0.06 0.00 0.01 0.02 0.03 0.04 0.05 0.06
T T

Figure 3. The temperature dependence of a mean numbers of electrons
of sublattice n1, no, and uniform phase ng and temperature dependence
of a mean values of pseudospines 71, 72, 79 along the phase transition
line, 2 = 0.
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Figure 4. The temperature dependence of the values n and dn along the
phase transition line, 1 - Q =0; 2 - Q = 0.05eV".

4. Dynamic conductance of quasi-one-dimensional
structures with hydrogen bonds

Calculation of dynamic conductance of the structure which posses the
chains with hydrogen bonds was carried out according to formula Kubo
[21]

oo B
dt expli(w + ie)t] [ dA(G(t —ihX)7(0)), (10)
et vion [l

where j is the current density operator

3(0) = L1, d), (11)

St =

d is the dipole momentum operator
—€) > > Rill)na( effazZsz
1o

that includes electronic and pseudospin (ionic) part. Here 0 is a dis-
tance between equilibrium positions of a proton on the bond, § ~ 0.40
A. According to quantum-chemical calculations the effective charge of
hydrogen zi,ff is equaled zi,ff ~ 0.25¢

j(t) = exMj(0)e R, (12)
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In approach of a molecular field the operator of current density is
parted on the total electronic and proton (pseudo-spin) terms

j :je +55p- (13)
For these composite such expressions are obtained:
0FE, (k)

56(0)— h ka( ok, - (_1)Q2Ea(k)F(k))az,aakva + (14)

%Zm)(m (k) — Ba(k))(af pais + afyaxa)  (15)

(=1 20 S EpICAURE D) (16)

Calculation of correlation functions in expression (10) with use of
the Vick theorem yields the following expressions for an real part of
conductance:

0 =0c+ 0gp, (17)

Where the electronic part has a such form:

4me? 0FE.(k
elw) = s 3 (Pl
k,a

B(Ea(k)—p)

—1)*2Eq(k)F(k))®

% (1 + eﬂ(Ea(k)—u))26 w) +

(eB(Ez(k)—u) —_ eﬂ(El(k)—u))
Naﬁ2 ZF El(k)) (1 + er@(El(k)—“))(l + eB(Ez(k?)—M))
X(8(w + %(Em) ~Bi() 40— 3 (Bak) ~ ByR))  (18)

Here

1 9(771—772)15'
Pk =~ 2 g%(n1 — 12)? jtz

For the proton part of conductance we have:

s 1) ff 2 1 1—6_’6))\"‘
osp(w) = o~ (ﬁ Zh Q) Em(5(w—)\a/5)+5(w+/\a/h))'

(19)
Frequency dependence of electronic part of the dynamical conduc-
tivity along the phase transition line is shown in Fig.5, where curve 1
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denotes the state before phase transition (uniform phase), while curves
2 and 3 correspond to the state after phase transition (modulated struc-
ture). At the phase transition from uniform to modulated structure the
conductance o.(0), when w = 0, is abruptly reduced by two to three
orders of magnitude at low temperatures and with increasing temper-
ature decreases the value of the jump. Electronic conductance has one
peak (at w = 0) in uniform phase (one electron zone is considered).
We observed the splitting of the electron band in modulated phase and
electronic conductivity has a broad maximum in the frequency region

= +(Ea(k) — E1(k)) as well as a peak in w = 0. This broad maximum
placed in the lower frequencies for the structures with high proton tun-
neling frequency and stronger direct interaction between protons. The
value of conductivity o.(0) in modulated phase increase with tempera-
ture. The value of the dynamical conductivity o.(w) decreases with in-
creasing temperature and its maximum shifts to lower frequency region
and vanishes at the critical temperature when there is no modulated
structure. In a homogeneous phase only one peak remains at w = 0.
The change of the frequency dependence of the dynamical conductivity
with the parameters j and p is shown in Fig.6 and Fig.7, here we con-
sider h = 0. It is obtained that maximum of the dynamical conductivity
decreases and shifts to lower frequency region with increasing the pa-
rameters j and p. It is exist a critical values of these parameters (see
Fig.1) when the modulated phase vanishes and remains only peak at
w = 0. The temperature dependence of electronic conductivity o.(0) is
shown in Fig.8. This part of the conductivity is higher for systems with
greater proton tunneling frequency in hydrogen bond and it increases
with increasing the parameters j. Conductivity value is given in relative
units.

Proton dynamic conductivity has peaks at frequencies corresponding
protons energies \; on hydrogen bonds w; = % One peak (o) for the
case of homogeneous phase and two peaks (A1, A2) for case of modulated
structure.

5. Conclusion

The possibility of the first- or the second-order transitions from uni-
form phase into phase with doubled lattice period in the quasi-one-
dimensional structures with hydrogen bonds is studied in framework
of proposed pseudospin-electron model. It was shown that pseudospin-
electron (proton-electron) interaction may cause the appearance of
charge ordered phase in the structures with hydrogen bonds. The elec-
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Figure 5. Frequency dependence of electronic part of conductance: 1
- before phase transition (uniform phase), 2,3 - after phase transition
(modulated structure) along the phase transition line; 3 - Q@ = 0; 2 -

Q=0.05eV, p=0, j = 0.
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Figure 6. Frequency dependence of electronic part of conductance with
different value of proton-proton interaction (parameter j), h =0, u =0,

T =0.03016(350K): j = 0;0.05;0.14; 1 - = 0; 2 - Q = 0.05¢V..
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Figure 7. Frequency dependence of electronic part of conductance with
different value of chemical potential p; h =0, 5 =0, T = 0.03016(350K):
@ =0.05;0.07;0.078; 1 - Q =0; 2 - Q = 0.05eV.
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Figure 8. Temperature dependence of electronic part of conductance of
the modulated structure o.(0); p = 0; 1,2 - j = 0; 3 - j = 0.05; 4 -
7=012;1-Q=0;2,3,4-Q=0.05eV.

tron spectrum is calculated. The dependence of the splitting of the elec-
tron spectrum on temperature and asymmetry field are investigated. The
dependence of the electron concentration and mean number of protons
on site on temperature and asymmetry field were obtained. It was shown,
that abruptly changes of this characteristics at the first-order transitions
is smaller for the structures with high proton tunneling frequency and
stronger direct interaction between protons. The phase transition lines
from uniform phase into charge ordered phase is determined. The de-
pendence of the dynamical conductivity on temperature and external
field and it changes at the phase transitions are obtained. At the phase
transition from uniform to modulated structure the conductance o.(0) ,
when w = 0, is abruptly reduced by two to three orders of magnitude at
low temperatures and with increasing temperature decreases the value
of the jump. Electronic conductance has one peak at w = 0 in uniform
phase. In modulated phase the dynamical electronic conductivity has
a broad maximum as well as a peak in w = 0. This broad maximum
placed in the lower frequencies for the structures with high proton tun-
neling frequency and stronger direct interaction between protons. It was
shown, that frequency dependence of the proton dynamical conductivity
has a one peak in uniform phase and two peaks in the charge modulated
phase. The model can be applied to describe of quasi-one-dimensional
structures so-called halogen-bridge mixed-valence transition-metal com-
plexes [3] in which there are charge modulated states.
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