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SUMMARY We investigated the photochemical stability of an electro-
optic (EO) polymer under laser irradiation at 1310 nm to reveal photodegra-
dation mechanisms. It was found that one-photon absorption excitation
assisted with the thermal energy at the temperature is involved in the pho-
todegradation process, in contrast to our previous studies at a wavelength
of 1550 nm where two-photon absorption excitation is involved in the pho-
todegradation process. Thus, both the excitation wavelength and the ther-
mal energy strongly affect to the degradation mechanism. In any cases,
the photodegradation of EO polymers is mainly related to the generation of
exited singlet oxygen.
key words: electro-optic polymer, photochemical stability, photodegra-
dation mechanism, excitation wavelength, one-photon and two-photon ab-
sorption

1. Introduction

In recent years, the scale of data centers has grown with the
expansion of the use of big data, IoT, and cloud computing.
Therefore, to increase the speed of the data center network,
the optical transceivers with a higher speed, a larger capac-
ity, and a lower power consumption are required [1], [2].
Silicon-organic hybrid optical modulators, which combine
organic electro-optic (EO) polymers that enable the high
speed and low power consumption operation with silicon
that enables miniaturization and integration, have attracted
much attention to their potential use of the optical inter-
connection for faster data communication [3]–[8]. EO poly-
mers have low dielectric constant and large EO coefficients
(> 100 pm/V), and modulators using them are suitable for
high-speed applications at the C-band or O-band [9]–[12].
Because O-band is used in data centers, EO polymers that
have the absorption coefficient and EO coefficient suitable
in O-band operation are required. We have developed EO
polymers with small absorption coefficients and large EO
coefficients in the O-band, which are promising in the future
medium-to-short range communication, and optical devices
based on EO polymers [13]. In this study, we investigated
the photochemical stability and photodegradation mecha-
nism of one of the EO polymers for O-band under laser
irradiation at 1310 nm, which provide us with insights for
the long-term operations of various optical devices with EO
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polymers for O-band. Furthermore, we compared the pho-
todegradation mechanism of the EO polymer for O-band un-
der 1310-nm irradiation with that of the EO polymer for C-
band under 1550-nm irradiation in our previous studies [14].

2. Experimental Setup

Figure 1 (a) shows the chemical structure of an EO poly-
mer used in this study. The poly methyl methacrylate-based
side-chain EO polymer includes EO chromophores that
comprised of perfluorophenyl tricyanofuran as the electron-
acceptor unit, thienyl-di-vinylene as the π electron bridge,
and aminobenzene with a benzyloxy group as the electron-
donor unit. We measured the hyperpolarizability β of the EO
chromophore by hyper-Rayleigh scattering [15], [16]. A rel-
atively high hyperpolarizability value βEO,zzz of 1171×10−30

esu at 1310 nm was obtained. The chromophore concentra-
tion in the EO polymer was 30 wt%. A sample film on a
quartz substrate was prepared by spin-coating, using a cy-
clohexanone solution of the EO polymer. Figure 1 (b) shows
the UV–Vis–NIR absorption spectrum of the EO polymer
thin film coated on quartz substrate. The thickness of the
quartz substrate was 1 mm, and the thickness of the EO
polymer film was about 550 nm. A strong absorption band
with a peak wavelength of around 730 nm due to EO chro-
mophore in the EO polymer was observed. Figure 1 (c)
shows the absorption coefficient spectrum of an EO polymer
with the same chromophore in the range of 1200–1900 nm.
The absorption coefficient of the EO polymer was 0.44 cm−1

at 1310 nm and 0.46 cm−1 at 1550 nm. The absorption co-
efficients were evaluated using thick films of the EO poly-
mer [14], [17].

We constructed a photostability measurement system
to investigate the photochemical stability of EO polymer un-
der the irradiation of a laser at the O-band (1310 nm). The
photostability measurements at 85◦C were performed by us-
ing a fiber optic pump-probe beam system with continuous-
wave (CW) lasers as shown in Fig. 2. The 1310 nm pump
beam was irradiated on the film of the EO polymer to in-
duce photobleaching, and the increase in transmission of the
film was monitored every 5 or 10 minutes using a low power
probe beam at 730 nm. The mode field diameter (MFD) of
the optical fiber was converted from 10 μm to 3.3 μm to ob-
tain a high intensity of 1.2 MW cm−2 at the fiber tip. The
intensity can be comparable to that used in silicon-organic
hybrid optical modulators. A more detailed description of
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Fig. 1 (a) The molecular structure of an EO polymer. (b) The absorption
spectrum of the EO polymer in the UV–Vis–NIR region. (c) The absorption
coefficient spectrum in the 1200 nm to 1900 nm region for an EO polymer
with the same chromophore.

Fig. 2 Schematic diagram of the photostability evaluation system. The
sample was maintained at 85◦C in the atmosphere in the thermostatic cham-
ber.

the experimental setup was reported elsewhere [14], [18].

3. Results and Discussion

Figure 3 (a)–3 (d) show the time dependence of the normal-
ized absorbance of the EO polymer thin films at 85◦C under
the irradiation at various pump powers (intensities), such
as (a) 19.4 mW (0.23 MW cm−2), (b) 45.2 mW (0.53 MW
cm−2), (c) 75.8 mW (0.89 MW cm−2), and (d) 103 mW
(1.20 MW cm−2) as well as the fitted results using the Eq. (1)
as shown below. We found that the temporal change in the
normalized absorbance of the EO polymer cannot be ex-
pressed by a single exponential decay. Therefore, as in our
previous study, the analysis was performed assuming a two-
component exponential decay in Eq. (1) [14].

− log
T (t)
T∞

− log
T0

T∞

= f1 exp[−b1t] + f2 exp[−b2t] (1)

Here, T (t) is the transmittance at time t, T0 = T (0) and
T∞ = T (∞), where T∞ is the transmittance on the quartz
substrate only. f1 and f2 are the proportions of the two pho-
todegradation processes and b1 and b2 are the rate constants,
respectively. Table 1 shows the detail of the fitting parame-
ters for normalized absorbance of the EO polymer thin films
at each pump power (intensity). Here, n0 is the photon flux
density (m−2 · s−1) and χ2 is the residual sum of squares. We

Fig. 3 Temporal dependence of normalized absorbance of EO polymer
thin films for each pump power at 85◦C in an atmosphere (blue points). Fits
to the experimental data obtained using Eq. (1) are also plotted (red lines).

Table 1 Fitted results with Eq. (1) for data on time-dependent normal-
ized absorbance of the EO polymer at 85◦C for each pump power.
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Fig. 4 Dependence of rate constant b1 on photon flux density at 85◦C.

found that the contribution of rate constant b1 with a high
photodegradation ratio is dominant as the proportion f1 is in
the range from 0.76 to 0.91. Therefore, we focus on the rate
constant b1.

The dependence of the rate constant b1 on photon flux
density are summarized in Fig. 4. It was found that the
rate constant b1 is linearly proportional to the pump inten-
sity. This result means that a photodegradation process as-
sociated with one-photon absorption is dominant under the
pump beam irradiation at 1310 nm, which is essentially dif-
ferent from our previous result under the pump beam irradi-
ation at 1550 nm where a photodegradation process associ-
ated with two-photon absorption is dominant [14].

The rate constant b1 obtained in the present study is
about 30 to 40 times larger than the rate constant under the
irradiation at 1550 nm in our previous study [14]. The rate
constant in the case that a photodegradation process is as-
sociated with one-photon absorption is proportional to the
product of one-photon absorption cross-section and pho-
ton flux density [18], [19], while the rate constant in the
case that a photodegradation process is associated with two-
photon absorption is proportional to the product of two-
photon absorption cross-section and square of photon flux
density. The large difference in the rate constant is proba-
bly related to the difference between the magnitude of the
one-photon absorption cross-section and the magnitude of
the two-photon absorption cross-section.

We also discuss from the viewpoint of the excited sin-
glet oxygen generation. The photon energy at a wave-
length of 1310 nm is 0.946 eV, which is slightly smaller than
the energy required to generate the excited singlet oxygen
(0.975 eV). By adding the thermal energy at the measure-
ment temperature of 85◦C (0.031 eV) to the photon energy
(0.946 eV), the total energy (0.977 eV) exceeds the energy
required to generate the excited singlet oxygen (0.975 eV).
Therefore, it is considered that excited singlet oxygen can
be generated even if the absorption coefficient at 1310 nm is
small. Thus, temperature plays an important role in the gen-
eration of excited singlet oxygen at an excitation wavelength

of 1310 nm.
On the other hand, in our previously study [14] at an

excitation wavelength of 1550 nm, the photodegradation due
to two-photon absorption excitation rather than one-photon
absorption excitation was dominant. The photon energy at a
wavelength of 1550 nm is 0.800 eV. By adding the thermal
energy at the temperature of 85◦C (0.031 eV) to the pho-
ton energy (0.800 eV), the total energy is 0.831 eV, which
does not reach the energy required to generate the excited
singlet oxygen (0.975 eV). In addition, the absorption co-
efficient at 1550 nm is small. Therefore, excited singlet
oxygen is hardly generated via one-photon absorption ex-
citation, and two-photon absorption excitation is required to
produce the excited single oxygen. The two-photon energy
at wavelength of 1550 nm is 1.600 eV that largely exceeds
the energy required to generate the excited singlet oxygen
(0.975 eV). Thus, the photodegradation due to two-photon
absorption excitation is expected at an excitation wavelength
of 1550 nm. This suggests that the external energy, such as
photon energy of pump laser, temperature, required to gen-
erate the excited singlet oxygen is important in photodegra-
dation of EO polymers. Therefore, photodegradation by the
one-photon process would also occur in other EO polymers
such as EO polymer used in the literature [14] under pho-
toexcitation at a wavelength of 1310 nm and 85◦C.

4. Conclusions

We have constructed a photostability measurement system
using an MFD conversion fiber and investigated photochem-
ical stability of the EO polymer at 85◦C under CW laser
irradiation at the O-band (1310 nm). It was found that the
dominant photodegradation pathway at 85◦C under the irra-
diation at 1310 nm is the photobleaching due to one-photon
absorption excitation assisted with the thermal energy at
85◦C, which is essentially different from the photodegrada-
tion pathway associated with two-photon absorption exci-
tation under the pump beam irradiation at 1550 nm in our
previous studies. We found that both the excitation wave-
length and the thermal energy at the temperature strongly
affect to the photodegradation mechanism. In any cases, the
photodegradation of the EO polymers is strongly related to
the generation of exited singlet oxygen.
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