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ABSTRACT: The chain behavior in a precursor solution and its >
condensation process are still key issues that have been paid close 3
attention to but have not been solved yet for semirigid conjugated
polymers. In this research, the chain condensation process from a

The overlap concentration c*: 1.81 wt%
The entanglement concentration c,: 8.03 wt%

dilute to a concentrated solution and the transformation of the \;

chain conformation from a solution to a ﬁlm fOI' the conjugated Dilute solution Semidilute unentangled solution § = Semidilute entangled solution
polymer poly(9,9'-dioctylfluorene) (PFO) were investigated by a ot Tt T 2
scaling law method obtained from rheological measurements. By IZZI:,J::: ::;Lsf oS

establishing a scaling relationship between specific viscosity and Low — - High

concentration, it was found that the motion of molecular chains /7 = rrocham | = Hydrodynamic nteraction (1) = - Stacking interacton
conformed to the Zimm model in dilute solution, and the motion

of molecular chains conformed to the Rouse model in semidilute unentangled solution as well as conformed to the Edwards tube
model in semidilute entangled solution. Furthermore, it was also found that toluene is a @ solvent for PFO at 25 °C. Some important
physical parameters in connection with PFO intrinsic properties were also obtained here, such as intrinsic viscosity [77] = 136.84 mL
g_l, root-mean-square end-to-end distance R = 41.4 nm, and Kuhn segment length b = 6.28 nm. In particular, this was the first time
that the effect of the film-forming process of spin coating on the transformation proces of the PFO chain conformation from the
precursor solution to a film was studied, and the spin-coating time (t) was found to be several orders of magnitude longer than the
PFO chain relaxation time (7,(zg)). This research enriches knowledge and understanding of the chain behavior in the precursor
solution for semirigid conjugated polymers and reveals the correlation of chain behaviors in solution with the film’s condensed state
structure in the process of chain dynamic evolution from a solution to a film.

1. INTRODUCTION PFs are also a model of hairy rod polymers; thus, the research
Conjugated polymers have been widely used in photo- on PFs is of great theoretical and practical significance to fully
electronic devices, such as organic light-emitting diodes uncierstand thfe ph_ysws desselnce of t(};e ;')(}ilot%el‘ect;omc
(OLEDs), solar cells (OPVs), solid-state plastic lasers, and performance of conjugated polymers and guide their better

. - . lication.
field effect transistors (FETs)'~'" because of their excellent app . .
photoelectronic performance. As a class of conjugated The § conformation of poly(9,9"-dioctylfluorene) (PFO)

. 13

polymers, polyfluorenes (PFs) have attracted great attention was first reporte.d by Bradlley et al. in 1997. .They found a

due to their unique emission of blue light, high photo- new UV absorption band with a narrow absorption peak at 473

luminescence efficiency, wide range of stimulated emis- nm in PFO solution, and it was also confirmed simultaneously
)

. 11,12 . ) . in PFO films. Kohler et al.'* found that the J conformation has
sion, etc. In particular, unlike many #-conjugated ) .
. | a strong effect on the photoelectronic performance of its films.
polymers, PFs exhibit a more complex phase structure in the

crystal state, which makes them obviously different from Then, Chen et al.l.5 studied the electrol}lminescenF properties
similar benzene-based polymers in structure and properties, of the ff conformation and found that thin-film devices of PFO

thus showing enormously developed potential in basic research

and application. Especially, the # conformation of PFs is of Received: November 2, 2021
higher planarity and orderliness than the other PF con- Accepted:  January 28, 2022
formations; once it is formed, not only is the chain orderliness Published: March 2, 2022

obviously enhanced but also the excited state level is lowered,
which is very beneficial to the enhancement of the carrier
mobility and efficiency of photoelectronic devices. Moreover,
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Figure 1. Shear viscosity versus shear rate for different concentrations of PFO solutions at 25
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°C: (a) 0—25 mg mL™" and (b) 35—230 mg mL™".

with or without the # conformation have great differences in
efficiency. Bazan et al.'® used a high-boiling-point additive to
induce the f conformation up to 50% in PFO solution and also
investigated the luminous efliciency of thin-film devices with
different contents of the f conformation. Monkman and
Bradley et al.'””~"” also found that PFO films with the
conformation could obtain the efficiency of the photo-
luminescent quantum of more than 60% with a wide excited
cross section at room temperature. However, the above-
mentioned research studies on PFO were mainly focused on
solid thin films. Although there were a few basic research
studies on chain behavior in solution, they focused merely on
studying the structure of PFO chains in solution””~>* and the
formative mechanism of the PFO S conformation.”**®
Research on the condensed dynamic process of PFO chains
from a dilute to a concentrated solution and the transformation
of the chain conformation from a solution to a film for
conjugated polymers is scarce. Although close attention has
been paid to this issue, it remains unsolved in academic circles
until now. Hence, exploring the dynamic behavior of PFO
chains in solution is very important to understand the
condensed process of PFO chains from a dilute to a
concentrated solution in depth so as to manipulate the
condensed state structure of the PFO film to fabricate
photoelectronic devices with high carrier mobility and
efficiency based on conjugated polymer physics.

Rheology is mainly concerned with the relationship between
material’s deformation, flow, and its intrinsic structure, which is
highly fit for exploring the chain’s dynamic behavior in a
conjugated polymer solution. However, the research on the
rheology of conjugated polymers has been seldom reported so
far. In this work, PFO solutions with different concentrations
from dilute to concentrated solutions were prepared; the
rtheological behavior of PFO solution was systemically
investigated. The scaling relationship between viscosity and
concentration was revealed, and the transformation of the
chain conformation from a solution to a film was explored. The
consequences enrich the understanding of both chain behavior
in solution and the dynamic evolution process to semirigid
conjugated polymers and provide a new method for studying
the chain behavior in solution based on polymer physics. More
details will be discussed below.

2. RESULTS AND DISCUSSION

2.1. Flow Curves of PFO Solution with Different
Concentrations. To explore the flow characteristics of PFO
solution, steady flow curves of PFO solution were measured,
and the results are shown in Figure 1. The shear viscosity of
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PFO solutions was determined by the steady shearing mode in
a concentration range from 0 to 230 mg mL ™" with a shear rate
range from 10 to 1000 rad s™'. As shown in Figure la, in a
dilute solution, the shear viscosity was independent of the
shear rate at a shear rate of less than 100 rad s~ (called a
Newtonian plateau). When the shear rate increases to over 100
rad s7!, the viscosity increases as the velocity gradient
increases. The main cause of this phenomenon was the
influence of the inertial effect of the stress-controlled
rheometer used in the study.”®*’ As the concentration was
further increased to the semidilute unentangled range, the
shear viscosity became independent of the shear rate in the
entire shear rate range of 10—1000 rad s™'. When the
concentration was increased to a certain extent, the viscosity of
PFO solutions increased sufficiently so as to overcome the
influence of the inertial effect. Interestingly, when the
concentration was further increased, it was found that the
viscosity decreased with the increase of velocity gradient, and
this phenomenon became more and more obvious with the
increase of concentration. The phenomenon that the viscosity
decreases with the increase of velocity gradient might be
induced by the rearrangement and orientation of macro-
molecular chains along the shear direction.”®

2.2, Scaling Relationship between Viscosity and
Concentration. The research on the solution behavior of
semirigid conjugated polymers has been rarely reported to date
because of the limitations of effective observation and research
methods applied to the study of conjugated polymer solutions.
Nevertheless, the scaling law with simplicity and effectiveness
is just a novel and unique theoretical method for studying
complex and nonlinear systems. Since de Gennes proposed the
concept of the scaling law,” its influence has been gradually
surpassing polymer academia.’”*" As we know, a polymer has
the characteristic of self-similarity, which is a unique scaling
property. The characteristic of self-similarity can be described
by the scaling law equation. From a mathematical point of
view, the scaling law is expressed by a simple power law
equation, y = kx®. Here, precoefficient k is generally related to
the chemical properties of the monomer, and power exponent
a is called the scaling exponent, which is related to the physical
properties of polymeric long chains. Generally, when using the
scaling law to discuss the physical phenomena and properties
of polymers, researchers often tend to take only the scaling
exponents into account. Therefore, the scaling law equation is
rewritten as y o< &’

In this research, the relationship between specific viscosity
and concentration was established for PFO by the equation
Ny . Owing to different relationships between specific

https://doi.org/10.1021/acsomega.1c06144
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viscosity and concentration, the polymer solution can be
divided into different concentration regions: dilute solution,
semidilute unentangled solution, and semidilute entangled
solution. In these different concentration regimes, the polymer
chain motion pattern can be described by the Zimm, Rouse,
and Edwards tube models.

In the dilute solution regime, the Zimm model can be used
for describing polymer single-chain motion. The Zimm model
can be assumed as a bead—spring model. The main assumption
of the bead—spring model is that the shape of a molecular
chain is similar to a bead chain, but it consists of N fully flexible
Hook springs and N + 1 small beads, and the springs are freely
connected to the beads. Hydrodynamic interactions are
considered in the Zimm model, so the relationship between
viscosity and concentration can be described as**

S KT
n-n = /0 G(t)dt = ?cbfo (t/7) > exp(t/z,)dt

—-1/3v

Q

kT e
ngTz(Tz/TO)A X

ﬂS¢N3u—1 (1)

where 7 is the viscosity, 7 is the solvent viscosity, G(t) is the
stress relaxation modulus, t is the time, 7, is the Kuhn
monomer relaxation time, v is the scaling exponent, 7, is the
Zimm relaxation time, k is the Boltzmann constant, T is the
absolute temperature, b is the Kuhn length, ¢ is the volume
fraction, x is the fraction of labeled chains, and N is the degree
of polymerization. In the semidilute unentangled solution
regime, the Rouse model proposed a hydrodynamic screen
length. When the distance of the polymer segment is greater
than this length, the hydrodynamic interaction is shielded by
the surrounding chain. The dynamic behaviors of macro-
molecule chains are considered to be in accordance with the
Rouse model. Here, the scaling relationship between viscosity
and concentration is as follows™

n—n= fow G(t)dt = KT¢

exp(x)dx =~ I;—]; N>

Q

N (2)

Here, 74,,, is the relaxation time of a chain. In the semidilute
entangled solution regime, the Edwards tube model proposed a
tube diameter length, which is much greater than the
hydrodynamic screen length.”> When the distance of the
polymer segment is smaller than the hydrodynamic screen
length, the relaxation mode of the polymer chain conforms to
the Zimm model. When the distance of the polymer segment is
larger than the hydrodynamic screen length and smaller than
the diameter of the tube, the hydrodynamic interaction is
shielded, the topological constraint becomes unimportant, and
the motion of macromolecular chains can be described by the
Rouse model. When the scale is larger than the tube diameter,
the motion of macromolecular chains can be described by the
Edwards tube model. The final scaling relationship between
viscosity and concentration is as follows

Tchain ~ rlsNd)l/(:;y_l)

N3 423/ (30_1)(athermal solvent)
n- ’13 ~ GeTrep ~ 7/572 1
[N,(1)] #**3(0—solvent)
3)

Here, 7., is the reptation time and N, is the number of
monomers in an entanglement strand. According to the data
shown in Figure 1, in the dilute solution and semidilute
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unentangled solution regimes, the zero shear viscosity was
acquired from the Newton plateau of the steady flow curves. In
the semidilute entangled solution regime, the zero shear
viscosity was obtained by the following Carreau model

o
1+ (Tw)z]u—n)/z

Iy =
4)

Here, n* is the complex viscosity, 7, is the zero shear viscosity
(solution viscosity), @ is the shear rate, and n is the power
exponent. In addition, specific viscosity 7,,= (no — ns)/n, was
defined as a solute’s contribution to the viscosity of a

solution.”** From Figure 2, it could be obviously found that
4000 | —9— Zero shear viscosity
—o— Specific viscosity
&
& 3000
3
2
& 2000f
L)
>
‘)-(‘Q
< 1000
0F

50 100 150 200 250

Concentration (mg mL™)

Figure 2. Dependence of zero shear viscosity and specific viscosity on
the PFO solution concentration at 25 °C.

the apparent viscosity (i.e., zero shear viscosity) and the
specific viscosity increased gradually with the increase of
concentration, but as the concentration was increased to 100
mg mL™', the specific viscosity was enhanced rapidly with the
concentration. In fact, specific viscosity eliminated the
contribution of solvent to solution viscosity, and it only
reflected the solute’s contribution to solution. Therefore, the
nonlinear rapid increase of specific viscosity shows that the
physical structure of polymer chains in solution changed with
the increase of concentration.

According to the logarithmic relationship of 7y, with
concentration ¢, the scaling exponent a, the overlap
concentration (c*), and the entanglement concentration (c,)
could be obtained, as shown in Figure 3. Notably, the node of
two lines in Figure 3 was the critical point of two concentration
regimes, which is also called the overlap concentration c*. It
could be calculated as c* 1.81 wt %; similarly, the
entanglement concentration could be calculated as ¢, = 8.03
wt % from Figure 3. As mentioned above, the dynamic
behavior of the PFO chain in the dilute toluene solution
conformed to the Zimm model. According to the Zimm
model, there should be hydrodynamic interaction in dilute
PFO/toluene solutions. In fact, the toluene solvent was
hydrodynamically coupled to the PFO chains within the
expanding volume. In semidilute unentangled solution, the
dynamic behavior of the PFO chain was consistent with the
Rouse model.** The Rouse model proposes a hydrodynamic
screen length. When the segment size of the PFO chain was
bigger than the hydrodynamic screen length, the molecular
chain motion was not affected by the surrounding environ-
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10* to the definition, the intrinsic viscosity is independent of the
®  Dilute slope =4.65 £ 0.24 solution concentration. The intrinsic viscosity is a very
® Semidilute unentangled important parameter of a material that reflects its nature.
1°F a Semidilute entangled Therefore, a study on intrinsic viscosity is highly necessary not
= only to explore the material intrinsic properties of a material
S ., but also to find its application in different fields. Intrinsic
%’ 10°F C =8.03 wt% viscosity can be usually calculated by the following Huggins
é slope=1.98+0.12 € and Kraemer equations36_38
S 10'F n
g . . 2 =[] + Ky[nPc
n slope=0.98+0.06 C =181 wt% c
10 In(n)
r 2
; (7] — Kinl"c ©)
10" s :

1 C10 100
Concentration (wt%)

Figure 3. Scaling relationship between specific viscosity and
concentration at 25 °C.

ment.””** In semidilute entangled solution, the dynamic
behavior of the PFO chains conformed to the Edwards tube
model in which the topological constraints of the surrounding
chains limited the motion of the molecular chains to the
tubular region. Though the polymer chain motion along the
contour of the tube was not hindered by the topological
impact, the polymer chain motion perpendicular to the
direction of the tube contour would be hindered.*> According
to Figure 1 and eqs 1—4, the specific viscosity in dilute
solution, 7y, ~ 098006 and in semidilute unentangled
solution, 7, ~ 9802 a5 well in semidilute entangled
solution, 77, ~ ¢*65+024 " could be calculated. Interestingly, the
theoretical scaling prediction gave the power law index a in a 6
solvent as 1, 2, and 4.7 in dilute, semidilute unentangled, and
semidilute entangled solution regimes, respectively, as well as
1, 1.3, and 3.9 in a good solvent for neutral polymer solutions
in dilute, semidilute unentangled, and semidilute entangled
solution regimes, respectively.”> According to the experimental
results (Table 1), the power law index values a are 0.98, 1.98,

Table 1. Comparison of the Experimental Scaling Exponents
a (1, ~ ") with Those of Theory

concentrated theoretical scaling exponents  experimental scaling
regimes (6 (good) solvent)* exponents (25 °C)
dilute solution 1.0 (1.0) 0.98 + 0.06
semidilute 2.0 (1.3) 1.98 + 0.12
unentangled
solution
semidilute 4.67 (3.93) 4.65 + 0.24
entangled
solution

and 4.65 in dilute, semidilute unentangled, and semidilute
entangled solution regimes, respectively, for PFO/toluene at
25 °C, which suggests that PFO/toluene solutions display very
similar concentration dependence of 7, to the predictions for
neutral polymer solutions in a € solvent. In addition, the
second virial coefficient A, = 2.44 X 107° mol-dm>-g~2 is close
to zero (Figure S2). Therefore, it is concluded that toluene is a
6 solvent for PFO at 25 °C.

2.3. Intrinsic Viscosity and Chain Size. The reduced
viscosity 77,,/c was defined as the ratio of specific viscosity to
solution concentration. When the concentration is very low
(close to zero), it is called the intrinsic viscosity [#7]. According
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Here, K, is the Huggins coefficient, K| is the Kraemer
coeflicient, and #, = 7,/7, is the relative viscosity. Both plots of
N/ versus ¢ and In (17,)/c versus ¢ give two straight lines with
an identical intercept at ¢ 0, and the intercept just
corresponds to the intrinsic viscosity [#]. Its unit is the
reciprocal of the unit of concentration (g mL™"). According to
eqs 5 and 6, the intrinsic viscosity values were calculated as
135.74 and 137.94 mL g, respectively, in the PFO dilute
solution range (Figure 4). It was found that the intrinsic

200
@ Kraemer
—~ @ Huggins
"o i
'_E] 175 @,‘-‘“
: ”sp/cz [77] +K|,I77]2C
:-s 150 [7]=135.74 mL g-1
3 In(77,)/c =[] - K7’
g Slope < 56, [7]=137.94 mL g1
3 <022
= 125} =81
0.000 0.002 0.004 0.006 0.008

Concentration (g mL™)

Figure 4. Intrinsic viscosity of PFO solution in the dilute regime
calculated by the Kraemer and Huggins equations at 25 °C.

viscosities calculated by the above two equations were almost
consistent, so the average value was taken as 136.84 mL g_l,
and all of the following discussion would take this average
value unless otherwise noted. A quantitative description of the
interaction between molecule chains can be done by the
Huggins coeflicient, and the Huggins coefhicient is usually in
the range of 0.25—0.5, which indicates good solubility. In this
research, the Huggins coefficient Kj, of the PFO/toluene
solution was 0.33 at 25 °C, which showed that the PFO
molecular chain was better dispersed in the toluene solvent in
the range of dilute solution, and no complicated association
was formed with other chains.

According to the famous Flory—Fox equation, the relation-
ship among intrinsic viscosity, coil size, and molar mass can be
established as follows

3

R
Il = & )
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Here, ® = 0.425N,, = 2.5 X 10* mol™! is a universal constant
for all polymer—solvent systems,”” R is the root-mean-square
end-to-end distance,”**® and M is the molar mass of the
polymer. From the Flory—Fox equation, root-mean-square
end-to-end distance R = 41.4 nm.

As we know, the most effective way to study the intrinsic
physical properties of polymer chains is describing the actual
polymer chains by some ideal models. The most common
model is the equivalent freely jointed chain model, in which we
can artificially combine several adjacent single bonds with a
polymer chain and treat them as relatively independent chain
segments. As long as the number of single bonds is sufficient in
the chain segment, to a certain extent, the connections
between chain segments can be considered as free joints. Such
a chain segment is called a Kuhn segment. Therefore, the mean
square end-to-end distance of the equivalent freely jointed
chain R,” is determined as

R, = Nb’ (8)
Here, b is the length of the Kuhn segment and N is the number
of Kuhn segments. As we know from the above result, toluene
is a @ solvent of PFO at 25 °C and thus satisfies Ry = R = bN'/2,
So, it is convenient to determine the number of segments (N)

and the Kuhn segment length (b) of the polymer

2
N = Rma.x
R )
R2
b= —
R (10)

Here, R, is the contour length of the PFO chain and R is the
Kuhn chain length. According to a previous report, the length
of the monomer unit was [ = 0.838 nm in the PFO chain and
the molar mass of the monomer was My = 390 g mol™,* so
the contour length of the PFO chain R, = 273 nm could be
obtained. Finally, we could acquire the Kuhn segment length b
= 6.28 nm, and the number of segments N = 44 by eqs 9 and
10 (the detailed information of the calculation process is given
in the Supporting Information).

2.4, Transformation of the Chain Conformation from
a Solution to a Film. As we know, the application of
conjugated polymers is generally in the form of devices made
of photoelectronic thin films fabricated by spin-coating the
precursor solution or spray-coating or inkjet printing, so the
condensed state structure of the film arises from the
arrangement and stacking of the molecular chains in the
precursor solution, which is a dynamic evolution process of the
chain conformation change from a solution to a film. Actually,
in the process of dynamic evolution, the macromolecular chain
conformation in a solution is directly related to the
photoelectronic performance in a film. Therefore, rationally
manipulating the macromolecular chain conformation in the
precursor solution is very important to control the dynamic
evolution of the film’s condensed state structure to enhance
the efficiency of the photoelectronic device fundamentally. A
key link of joining the precursor solution and the film is spin
coating, which is an important process of film formation. In
this section, therefore, whether the spin-coating process could
influence the molecular chain conformation of the precursor
solution was explored. Previous research has demonstrated that
the aggregation state structure of the PFO precursor solution
could be quantitatively inherited into the film,"" which
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indicated that the spin-coating process does not have an
impact on the aggregation state structure in the spin-coating
process. However, whether the spin-coating process has an
impact on the chain conformation in the process of spin-
coating the film is still not clearly investigated until now. To
probe the issue, a rheometer was used, and polymer chain
relaxation time 7 was obtained by the rheological test to
compare it with spin-coating time ¢ in the spin-coating process.
As mentioned above (Section 2.2), the PFO toluene dilute
solution conformed to the Zimm model and the semidilute
unentangled solution conformed to the Rouse model, but the
semidilute entangled solution is not discussed here because the
precursor solution used for device fabrication is usually not at a
high concentration. In the Zimm model, the time at which the
molecular chain diffuses the distance of its own size is called
the Zimm relaxation time 7,°>

R

BRI

3
1
T, R ~ —R =
D, kT kT (11)

3v
~ ~

In the Rouse model, the time at which the molecular chain
of the polymer diffuses the distance of its own size is called as
the Rouse relaxation time 75>

~ R L

b’
T Dy kT

kT

2 142 142
NR* ® =—N'""% » ¢ N'**

T
: (12)
Here, 7, =~ 1,b>/kT is the Kuhn unit relaxation time, k = 1.38 X
1072 J K! is the Boltzmann constant, and T is the
temperature. As mentioned above, toluene is the € solvent of
PFO at 25 °C, so v = 0.5 can be obtained, and it is the
reciprocal of the fractal dimension of the polymer. The
calculated results of the relaxation time are shown in Table 2

Table 2. PFO Chain Relaxation Time

Kuhn unit relaxation ~ polymer chain relaxation

concentration regimes time 7, (s) time 7, (zg) (s)
dilute solution 243 x 107° 7.56 X 107°
semidilute 243 x 1078 5.01 x 1075
unentangled
solution

(the detailed information of the calculation process is given in
the Supporting Information). As we know, polymers are a class
of soft matter that have viscoelastic properties. In fact, when
the spin-coating time t was less than the Kuhn unit relaxation
time 7, the PFO chain could not move even if it was subjected
to an external force and showed an elastic response, as shown
in Figure Sa,d. But when this time scale of spin coating was
greater than the Zimm relaxation time 7, or Rouse relaxation
time 7g, the PFO chains could move in a diffuse manner as if
they were subjected to an external force, thereby presenting a
liquid response, as shown in Figure Sc,f. And when PFO was
subjected to an external force, the classical viscoelastic effect
emerged at a time period 7, < t < 7,/7, as shown in Figure
Sb,e. Generally, the spin-coating time t is about 4 ~ 10 s, and
obviously, it is several orders of magnitude longer than the
results shown in Table 2. Actually, the spin-coating time is
much longer than the relaxation time of chain movement of
PFO; thus, chain conformations in the whole solution are
changed during the spin-coating process. This indicated that
the shear force in the spin-coating process had an essential
influence on the dynamic evolution process of the trans-
formation of the chain conformation from the precursor
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Figure S. Diagrams of molecular chain motion of PFO in dilute solutions with different time scales: (a) t < 7y, (b) 7, < t < 74, and (c) t > 7, and in
semidilute unentangled solutions: (d) t < 7,, (e) 7, < t < 7y, and (f) t > 7y after applying or removing the shear force.

solution to the film. The chain conformation could not be
transferred from the solution to the film in the spin-coating
process because it was just the chain’s conformation rather
than chain’s aggregatlon (as the PFO f conformation is a kind
of ordered aggregation).”" Therefore, the relationship between
chain conformations while transforming from a solution to a
film is found for the first time. It is significant to understand
the solution behaviors of conjugated polymers and the
essential relationship between the solution and the film in
depth. This research provided a new way to study the dynamic
evolution process of the macromolecular chains from precursor
solutions to films and proved their physical essential
correlation.

3. CONCLUSIONS

Using a rheometer and by applying the Zimm model (for the
dilute solution), the Rouse model (for the semidilute
unentangled solution), and the Doi—Edwards model (for the
semidilute entangled solution), critical concentrations (c* and
c.) and scaling exponents of PFO/toluene solutions are
obtained. According to 7, o ¢*, the scaling exponent values
of the PFO/toluene solution in the dilute, semidilute
unentangled, and semidilute entangled solutions are 0.98,
1.98, and 4.65, respectively, which are nearly consistent with
theoretical values of 1, 2, and 4.7 in the € solvent, respectively.
This result indicates that toluene is a @ solvent for PFO at 25

°C. Moreover, in the research, some important parameters in
connection with PFO intrinsic properties were also obtained
by calculations, such as the intrinsic viscosity of the PFO chain
(7] = 13684 mL g™', the root-mean-square end-to-end
distance R = 41.4 nm, and the Kuhn segment length b =
6.28 nm. Finally, the effect of the spin-coating process from the
precursor solution to the film on the transformation of the
chain conformation revealed that the spin-coating time of film
formation was much longer than the PFO chain relaxation time
(t > 7,(7g)), indicating that the spin-coating process has an
essential influence on the transformation of the chain
conformation from the solution to the film. The research
proves that the transformation of chain conformation
happened in the spin-coating process. The research is of
great significance not only to understand the solution
behaviors of conjugated polymers in depth but also to reveal
the relationship between the solution behaviors of chains and
the film’s condensed state structure in the process of dynamic
evolution from the solution to the film to manipulate the
condensed state structure of semirigid conjugated polymers to
fabricate photoelectronic devices of high efficiency.

4. EXPERIMENTAL SECTION

4.1. Materials and Sample Preparation. PFO was
purchased from American Dye Source, ADS329BE. The
weight-average molecular weight (M,,) was 127192 g mol ™},
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and the polydispersity index was 1.12 (Figure S1). Chromato-
graphically pure toluene was chosen as the solvent and was
obtained from Beijing Chemical Co., China. Solutions of PFO
with different concentrations were all prepared by dissolving
different amounts of PFO in toluene with stirring at 75 °C in
the dark for 24 h first and then cooling at room temperature
for 3 h.

4.2. Measurements. All rheological measurements were
carried out with a TA instruments DHR-2 stress-controlled
rheometer. A temperature-controlled Peltier plate was used for
controlling the temperature. Dynamic oscillatory experiments
were performed with a frequency range from 10 to 1000 rad
s™!. To prevent solvent evaporation, two 60 mm iron plates
with semicircles were covered around the plate geometry, and
silicone grease was filled around the gap of the iron plates. The
weight-average molecular weight (M,,) and the polydispersity
index (PDI) of PFO were measured by means of gel
permeation chromatography (GPC) equipped with a Shimad-
zu RID-10A refractive index detector, using polystyrene as a
standard and THF as the eluent at a flow rate of 1.0 mL min™".
Light scattering (LS) measurements were carried out with an
LV-CGS3 dynamic/static combined light scattering instrument
made in Germany. All solutions used need to be prepared into
a dust-free solution by filtering the different solvents with a 220
nm filter membrane three to five times. The shape of the single
chain and the second virial coefficient (A,) of the solutions
were obtained by a static light scattering (SLS) test. The
scattering angle test range was changed from 50 to 150°
(measured step size was 10°, measured three times for each
angle, and the error range of the three measurements was
controlled within 10%).
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