This article was downloaded by: [University of Haifa Library]

On: 13 August 2012, At: 20:27

Publisher: Taylor & Francis

Informa Ltd Registered in England and Wales Registered Number: 1072954
Registered office: Mortimer House, 37-41 Mortimer Street, London W1T 3JH,
UK

Molecular Crystals and Liquid
Crystals

Publication details, including instructions for
authors and subscription information:
http://www.tandfonline.com/loi/gmcl20

THE ELECTRONIC TRANSITIONS
IN THECYANINE DYE J-
AGGREGATES, FORMED ON
THE POLY/(dA)-POLY(dT)
POLYNUCLEOTIDE

M. Yu. Losytskyy ? , V. M. Yashchuk * & S. M.
Yarmoluk ®

& physics Department, Kyiv Taras Shevchenko
National University, Academika Glushkova Ave., 6,
Kyiv, 03022, Ukraine

® Institute of Molecular Biology and Genetics,
National Academy of Sciences of Ukraine, 150
Zabolotnogo St., Kyiv, 03143, Ukraine

Version of record first published: 18 Oct 2010

To cite this article: M. Yu. Losytskyy, V. M. Yashchuk & S. M. Yarmoluk (2002): THE
ELECTRONIC TRANSITIONS IN THECYANINE DYE J-AGGREGATES, FORMED ON THE
POLY(dA)-POLY(dT) POLYNUCLEOTIDE, Molecular Crystals and Liquid Crystals, 385:1,
27-32

To link to this article: http://dx.doi.org/10.1080/713738787

PLEASE SCROLL DOWN FOR ARTICLE

Full terms and conditions of use: http://www.tandfonline.com/page/terms-
and-conditions



http://www.tandfonline.com/loi/gmcl20
http://dx.doi.org/10.1080/713738787
http://www.tandfonline.com/page/terms-and-conditions
http://www.tandfonline.com/page/terms-and-conditions

Downloaded by [University of Haifa Library] at 20:27 13 August 2012

This article may be used for research, teaching, and private study purposes.
Any substantial or systematic reproduction, redistribution, reselling, loan,
sub-licensing, systematic supply, or distribution in any form to anyone is
expressly forbidden.

The publisher does not give any warranty express or implied or make any
representation that the contents will be complete or accurate or up to

date. The accuracy of any instructions, formulae, and drug doses should be
independently verified with primary sources. The publisher shall not be liable
for any loss, actions, claims, proceedings, demand, or costs or damages
whatsoever or howsoever caused arising directly or indirectly in connection
with or arising out of the use of this material.




Downloaded by [University of Haifa Library] at 20:27 13 August 2012

Mol. Cryst. Lig. Cryst., Vol. 385, pp. [147]/27-[152]/32 & & Fp
Copyright © 2002 Taylor & Francis
1058-725X/02 $12.00 +.00

DOI: 10.1080/10587250290113033

TAY,
RS

L o
Unded ¥

THE ELECTRONIC TRANSITIONS IN THE
CYANINE DYE J-AGGREGATES, FORMED ON THE
POLY(dA)-POLY(dT) POLYNUCLEOTIDE

M. Yu. Losytskyy and V. M. Yashchuk
Physics Department of Kyiv Taras Shevchenko National
University, Academika Glushkova Ave., 6, 03022,
Kyiv, Ukraine

S. M. Yarmoluk
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The carbocyanine dye Cyan BiPr selectively forms J-aggregates on the adenine-
thymine sequences of DNA. The fluorescence quantum yield values of Cyan BiPr
J-aggregates formed on poly(dA)-poly(dT) polynucleotide were determined for
the aggregates of different degree of order and for different aggregate absorp-
tion bands. It was established that the J-aggregate quantum yield values are
near to that of the dye monomer molecules fixed on poly(dA)-poly(dT). The
ordering of the aggregate structure leads to the increase of J-aggregate quan-
tum yield and to the decrease in the efficiency of the transition from the upper
aggregate exciton zone to the lower one. The electronic transition processes in
Cyan BiPr J-aggregates were discussed.
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INTRODUCTION

Cyanine dyes are widely used as fluorescent probes for nucleic acids
detection, so the study of cyanine dyes aggregation in presence of nucleic
acids is very important. In [1] the J-aggregates of the carbocyanine dye
Cyan fiPr (Fig. 1) formed on native DNA and on the polynucleotide
poly(dA)-poly(dT) were described, and the helical structure of aggregates
as well as their formation in the nucleic acid groove, was supposed. It was
shown that these aggregates are selectively formed on AT-sequences of
DNA, and the degree of order of the J-aggregate structure substantially
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FIGURE 1 The chemical structure of carbocyanine dye cyan SIPR.

depends on the dye to nucleic acid base pairs concentrations ratio. At low
dye to polynucleotide concentrations ratio, Cyan fiPr is fixed on poly(dA)-
poly(dT) in the monomeric form (with maximum at about 547 nm), under
increasing dye concentration the aggregate band appears (at about
600 nm), at further increase of dye concentration one more aggregate band
become distinguished (at about 570nm). [1] By a more detailed con-
centration dependence experiment described in [2] it was shown, that the
increase in dye to polynucleotide concentrations dependence leads to
narrowing and better separation of the two aggregate bands, called J1
(near 570nm) and J2 (near 600 nm). Moreover, the increase in dye con-
centration shifts the J2 band to the longwave region, while the maximum of
J1 band does not shift. The conclusion was made that the number of dye
molecules in an aggregate as well as the degree of order of an aggregate
grows at the increase of the dye to polynucleotide concentration ratio.
Basing on the polarisation measurements, it was also supposed in [2] that
the band J1 corresponds to the absorption transition, perpendicular to the
nucleic acid axis (and hence to that of the helical aggregate), and the J2
band corresponds to the parallel one. In the presented paper, the electronic
transitions in the Cyan fiPr J-aggregates formed on poly(dA)-poly(dT)
were further studied and discussed.

EXPERIMENTAL

The carbocyanine dye Cyan fiPr was synthesised by S.S. Lukashov
(Institute of Molecular Biology and Genetics of NAS of Ukraine). Poly-
nucleotide poly(dA)-poly(dT) was purchased from “Sigma” (USA). The
0.05 M TRIS-HCI buffer (pH 7,9) was used as a solvent. The samples were
prepared as described in [2] immediately before measurements.

The absorption spectra were obtained with the help of the spectro-
photometer Specord M 40 (Carl Zeiss, Germany). The fluorescence spectra
were recorded on the Cary Eclipse fluorescence spectrophotometer
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(Varian, Australia). The quantum yields were determined using Rhodamine
6G solution in ethanol as reference, the quantum yield of which is known to
be equal to 0.97 [3].

RESULTS AND DISCUSSION

The fluorescence quantum yield values of the dye Cyan fiPr in monomer
form (both in free state and fixed on poly(dA)-poly(dT)) and of its
J-aggregates formed on poly(dA)-poly(dT) at different degree of order of
these aggregates (see Fig. 2), as well as excited in both aggregate
absorption bands J1 and J2 are presented in the Table 1.

It is seen from the Table 1 that the aggregate quantum yield has the
values between 0,024 and 0,11, being thus of the same order as the
quantum yield of the dye monomer fixed on the poly(dA)-poly(dT). At
the same time, the quantum yield of the free dye is about two orders of
magnitude less than that of both J-aggregate and monomer dye fixed on
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FIGURE 2 The absorption spectra of the dye Cyan fiPr in the presence of
2,3-107° M of base pairs poly(dA)-poly(dT). The dye concentrations are 6,25-10~"
M (1), 3,75-107°M (2),5-107° M (3), 7,5-107° M (4), 107° M (5) and 2-10™° M
©).
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TABLE 1 The Fluorescence Quantum Yields (¢) of Monomer Dye Cyan fiPr (Free
and Fixed on poly(dA)-poly(dT)) and its J-aggregates of Different Degree of Order;
and the Efficiency Kj;_jo of the Transition from the Upper Aggregate Exciton Zone
to the Lower One

¥

Sample Monomer band J1-band J2-band Kiio

2,5-107% M Cyan SiPr free 0,0009
6,25-10~7 M Cyan fiPr+ 0,07
2,3-107° M poly(dA)-
poly(dT)
3,75-107% M Cyan SiPr+ 0,024
2,3-107° M poly(dA)-
poly(dT)
5-107% M Cyan piPr+ 0,03
2,3-107° M poly(dA)-
poly(dT)
7,6-107% M Cyan fiPr+ 0,038 0,043 0,88
2,3-107° M poly(dA)-
poly(dT)
107® M Cyan SiPr+ 0,041 0,048 0,85
2,3-107° M poly(dA)-
poly(dT)
2.107° M Cyan SiPr+ 0,056 0,11 0,51
2,3-107° M poly(dA)-
poly(dT)

polynucleotide. It was suggested in [4] that the main mechanism of non-
radiative electronic excitation energy deactivation of Cyan fiPr monomers
in free form is the rotation of the dye heterocycles around the polymethine
chain in an excited state, forming thus the nonfluorescent conformation.
The fixation of the dye monomer molecule on the nucleic acid strongly
decreases the rotation probability, and other nonradiative deactivation
mechanisms become predominant, the most possibly these of internal
conversion and intersystem crossing [4]. The fact that the quantum yield
values of J-aggregate and of the dye monomer molecule fixed on the
polynucleotide are of the same order of magnitude may mean that the
mechanisms of the nonradiative deactivation of electronic excitation
energy of the both systems have the same nature.

The increase in dye to polynucleotide concentrations ratio, and hence
the growth of the number of molecules in an aggregate and of the degree
of order of the aggregates (see Fig. 2), leads to the increase in J-
aggregate fluorescence quantum yield. This may be explained by the
ordering and confinement of energy levels structure of an aggregate,



Downloaded by [University of Haifa Library] at 20:27 13 August 2012

Cyanine Dye J-Aggregates, Formed on Polynucleotide [151)/31

confining also the places of crossing of the hypersurfaces of ground and
excited electronic energy states of J-aggregate, thus reducing the internal
conversion probability.

It is also remarkable that the quantum yield of the J-aggregate fluores-
cence excited in J1 band (¢@;;) is less than that excited in J2 band (¢;2).
This result is in agreement with the assumption made by us earlier [1,2]
that the bands J1 and J2 of the aggregate correspond to the electronic
transitions to two different Davidov-splitted exciton zones. Basing on the
fact that the J-aggregate fluorescence spectrum contains only one band and
is reflection symmetric to the J2 absorption band, we supposed earlier [2]
that the excitation of the upper J-aggregate exciton zone (corresponding to
J1 band) passes nonradiatively to the lower one (corresponding to J2
band), and from this lower zone can be fluorescently deactivated.
According to such model it is obvious that ¢;; cannot be higher than ¢s.
Besides, @5 could be presented as @51 = Kji_j2 X @y, Where Kjy_js is the
efficiency of the transition from the upper exciton zone to the lower one.
K;1.52 can be found as the ratio ¢;;/¢jo (Table 1). It is seen from the table
that the efficiency Kj;_j5 has the values between 0,51—0,88 for the studied
cases. Hence, the value of rate of the transition from the upper exciton
zone to the lower one is comparable with the sum of rates of other deac-
tivation processes owing to which the excitation passes from the upper
exciton zone to the ground electronic state avoiding the lower exciton
zone. The examples of such processes could be the internal conversion
directly to the ground state or the intersystem crossing.

The (Table 1) also shows that the value of Kj;_j» decreases with an
increase of the number of molecules in an aggregate. One of the possible
reasons of such dependence could be the fact that the higher is the
number of molecules in an aggregate, the higher is the degree of order of
an aggregate, and hence the better is the separation of the J1 and J2
bands in an aggregate absorption spectrum. The narrowing and better
separation of the two aggregate absorption bands means also the
separation of the two exciton zones and hence the more difficult transi-
tion between them.
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