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CORRELATION OF THE PHOTOINDUCED TOTAL
TRANSMISSION WITH THE DEGREE OF SURFACE
FUNCTIONALIZATION OF CARBON MATERIALS
OBTAINED FROM NATURAL RENEWABLE SOURCES

1. Introduction

The spirit of the era of integrated biomaterials syner-
gistically links key scientific disciplines, e.g. physics,
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For the first time, a contactless express method, which is based on the self-action of picosec-
ond range laser pulses at 1064 nm, is used for the characterization of an optically dense
porous layer of carbon material (CM) bulk particles obtained from a lignocellulosic source. It
is found that the ozidation treatment reduces the Brunauer—Emmett—Teller (Sger) surface
area from 9.52 x 10° m2/kg to 2.78 x 10P m2/kg. This reduction occurs due to the de-
struction of the carbon matriz fraction and to the formation of novel O-containing surface
groups. The concentrated 30-mass% HNOs is found to be the most efficient ozidant giving
the highest yield of carboxzylic (Cb), anhydridic, lactonic, and phenolic surface functionali-
ties. The concentration of the surface functional groups is determined in a dynamic argon
atmosphere by thermogravimetric (TG) analysis and thermoprogrammed desorption coupled
with IR (TPD-IR) spectroscopy. The surface acidity defined from data of the Boehm titration
shows the acceptable agreement with the data of TG-TPD-IR erxamination. An enhancement
of the surface hydrophilicity allows the use of carbon matrix for the covalent binding of bi-
oligands, amino acids, their residues, and proteins to the oxygen-containing functionalities,
such as Cb groups. The observed photoinduced absorption efficiency of the bulk carbon parti-
cles Im(Xég)) ~ 107 m? /W is in the range of that of nanosized carbons. A slight variation
of the ratio Im(xéB))/SBET within the limits of experimental errors indicates a certain corre-
lation between the absorptive NLO response and the CM specific surface. We suggest to utilize
Im(X(C3)) as a quality parameter for carbon materials subjected to the oxidation, which is a
typical initial step of the most commonly used functionalization routes for the preparation of
biomedical materials.

Keywords: carbons, surface acidity, oxidation, nonlinear optical response

materials chemistry, nanotechnology, and medical en-
gineering. Biomedical nanotechnology opens a new
field of applying carbons and related materials in
healthcare [1, 2|, since the majority of these mate-
rials show enough resistivity to protect against ther-
mal, chemical, and biological damages [3-5]. So, in

P.I. BUDNYK, V.YA. GAYVORONSKY, 2016 this vein, representatives of the diverse carbon fam-
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ily have great potential to get a wide adaptation in
integrated biomaterials [6-8|.

Currently, a certain class of carbon materials
(CMs), which are based on particles with a size typ-
ically ranging from tenths of nanometers up to mi-
crometers, got the use in modern prosthetics. To take
an example, nano-sized carbon fibers [9, 10] enter the
composition of some improved neural and orthopedic
implants [11-14].

But in order to adapt diverse CMs in advanced
biomedical materials, it is necessary to optimize their
characteristics such as the wear resistance, adhesion-
wettability, and biocompatibility. In this regard, var-
ious adhesion-related characteristics of CMs attract
the attention of scientists and engineers. Considering
all the new achievements of applied surface science,
the chemical functionalization is a universal way for
improving CMs’ characteristics by the regulation of
surface-interface properties [9]. Among the simplest
functionalization routes, the main attention should be
paid to the oxidation, which is used more frequently
for the preparation of medical carbons. In this regard,
the preparation of new CMs with developed surface
chemistry, e.g., from natural renewable resources, is
of interest, as they can mimic the required surface
reactivity of the known medical carbons, which are
components of the best implants and related bioma-
terials [2, 4, 15]. However, such biocompatible mate-
rials for medical applications should take a screen-
ing of surface properties. In this case, one can found
that the surface metrology is of a paramount impor-
tance in order to categorize and to adapt the medical
carbons.

Recently, the nonlinear optical (NLO) properties
of nanoscale carbons of the various types and dimen-
sions were reported in [16-18]. Carbon nanoparticles
(NP) exhibit high nonlinear optical (NLO) responses
due to the self-action of laser pulses with variable
pulse duration from the ps to ns range. Such CM
NPs are sufficient to be used in the optical limiting,
data storage, and solar cell devices. It was shown in
[16,19] that the changes of the NLO response for var-
ious graphene derivatives allow one to execute the
metrological characterization of a quality for carbon
media.

From this viewpoint, the sensitive measurement of
an NLO response, in particular with a single-beam
laser technique, becomes a relevant approach to the
comparative assessment and can be used for monitor-
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ing the surface chemistry with self-action effects of ps
laser pulses in medical carbons.

The main idea of the studies represented here is
based on the high sensitivity of the method to the
concentration of defects and to a nonstoichiometry
in solids [20]. Following this paradigm, we report the
NLO response, surface characteristics, and defects for
some oxidized CMs of natural origin.

2. Experimental

Lignocellulosic material from a natural renewable
source was used to obtain a carbon material (CM)
by the physical activation with steam, as reported in
[21]. The obtained CM was subjected to the oxidation
with nitric acid (HNOs).

The CM grains 2 g in mass and 0.5-1 mm in size
were refluxed with 60 ml of 5, 10, and 30 mass%
HNOj solutions in a sand bath for 2 h. The oxi-
dized CM was decanted, washed with distilled wa-
ter, and air-dried at 120 °C. These samples are as-
signed below as CM — initial sample; CMO05, CM10,
and CM30 are CM samples oxidized with 5, 10, and
30 mass% HNOgs, correspondingly. The Brunauer—
Emmett—Teller surface area Sgrr was measured from
Ny gas adsorption with a Kelvin 1042 (Costech Mi-
croanalytical) sorptometer, the total open pore vol-
ume Vg was determined from the adsorption isotherm,
and the bulk density v was found, by measuring the
weight of CM in a given volume. The refractive index
n was measured indirectly, basing on the reflectivity
of incident light measured in air and cedar oil [22].

The gravimetric porosity p was estimated from the
adsorption and pycnometric data. The total oxygen
was analyzed with an Oxford Inca 350 EDX spec-
trometer. The concentration of the surface oxygen-
containing groups (Cp) was measured by the Boehm
titration [23,24]. The concentration (Crpp) and ther-
mal stability of oxygen-containing surface groups
were determined by the thermogravimetry-thermo-
programmed desorption method with IR registration
of desorbed products (TG-TPD-IR), as reported in
[25, 26]. In a typical experiment, the carbon sam-
ple (0.1 g) was heated from 20 to 900 °C in a flow
of Ar of 50 ml/min. The heating rate was equal to
10 °C/min. The inconsistency (I.) criterion is defined
as a ratio of sums of the concentration of carboxylic
(Cb), anhydridic-lactonic (A-L), and phenolic (Ph)
groups, which were obtained from the Boehm titra-
tion and TPD-IR data, > Cg/ > Crpp.
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The measurements of the absorptive NLO response
of carbon media due to the self-action of picosecond
laser pulses (42 ps FWHM) at 1064 nm with a repe-
tition rate of 15 Hz were performed according to the
technique described in [27]. For the measurements,
the CM powder was placed between two glass plates,
which were separated with a 340 pm thin spacer used
to control the CM porous layer thickness (d). The
sample was positioned directly at the @ 1 cm aper-
ture of a photodetector to avoid the scattering impact
extinction. The studied samples of CM porous lay-
ers were positioned at 0.18 m after the focusing lens
with a focal length of 11 cm, which provides the total
transmittance variation T'(I) versus the laser peak in-
tensity I in the range from 2 to 600 MW /cm?. Each
of the experimental T'(I) sets was obtained due to
the data acquisition of about 5000 laser shots, which
resulted in a relative error of about 0.2 % of the ap-
proximated curves. We have thoroughly checked up
the reversibility of the obtained photodarkening ef-
fect. At I < 2 MW /cm?, the total transmittance
Ty of the CM layers is constant, which corresponds
to a linear regime of the optical response. We esti-
mated the effective cubic NLO susceptibility Im(XSf’f))
of the CM porous layer, which characterizes the effi-
ciency of the photoinduced absorption coefficient as
Aot = e (I) — Qot = Lo ~ Im(xé‘?)[.

Considering the spatial and temporal averagings of
a transmitted pulse [27], T'(I) is expressed as

ln(l + AaeffLeff)
Aaes Left

T(ly) =To

1+ 0.228 Aceqr Lo
1 + 0.136A04effLeff ’

(1)

where Leg = (1 4 exp(—aend)) /e is the effective
self-action length [28].

The effective dielectric permittivity of the porous
carbon layer (gq¢) one could consider as a combina-
tion of contributions of the bulk fraction (e¢) and
voids (e, = 1). Within the Looyenga formulation of
the effective media approximation (EMA) approach
[29, 30], we get

Veet = (1 —p)/ec +p, (2)

where p is the porosity. This formulation remains
valid and useful for a thin layer of microporous car-
bons with very high porosity (about 70%). The bulk
initial CM has n¢ of about 2.0 [31]. Accounting for
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the reference data for the bulk, we have also estimated
the refractive index (neg) of the porous layer as

| 3)

From neg, it is possible to derive the layer trans-
mittance (T,g) and the effective absorption coefficient
of the CM porous layer a.g as

Neff = [(1 —pnc?? +p

Tog = TO/[(I—Rl)(l—Rg)r, et = —(InTog)/d. (4)

The experimentally obtained T, was corrected to
the reflection losses provided by the air-glass (R;)
and the glass-carbon (Rz) interfaces

Ry = [ty ~ 1)/, + 1)]

Ry = {(neﬂ“ —ng)/(Nest + ng)i| 2- ©)

The resulting optical absorption of the bulk carbon
fraction ac(I) can be estimated from a superposition
of the linear (a¢) and photoinduced (B¢I) absorp-
tions:

ac(l) = ac + Bcl. (6)

Looyenga’s formulation [29] yields

QC = Qeff 3/”0/7%1?/(1 - D),
Bc = Bet v/nc/ne /(1 — p),

where the coefficients are proportional to those of the
porous layer.

(7)

3. Results and Discussion

The data obtained by TG-TPD-IR could be inter-
preted as follows: since even the thermodesorption
of the gases from carbons occurs in the inert gas,
the difference between the total Am and the ph-
ysisorbed HyO mass loss refers to the mass of func-
tional groups Amygs. Because Amyg, sums the contri-
butions from different groups, their separation and
assignment were performed from the measurements
of the concentrations of carbon oxides, C(CO) and
C(COs). The IR intensities of released CO and CO4
were registered as functions of the time and the
temperature by means of TPD-IR. The intensities
referred to C(CO) and C(CO32) in Ar-diluted out-
let gases were measured with accuracies of 2.0 and
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Table 1. Texture and surface characteristics of CMs. SggT — Brunauer—-Emmett—Teller

surface area, v — bulk density, Vg — total open pore volume, O — total atomic % for oxygen determined
by EDX analysis, Cg; — concentration of functional groups: carboxylic (Cb), anhydridic, (A), lactonic (L),
phenolic (Ph), and quinolic (Q) ones. Ctpp and Cp — concentrations of the surface oxygen-containing
groups determined by thermoprogrammed desorption coupled with IR spectroscopy

and Boehm titration, correspondingly. I. — inconsistency criterion. CM — initial sample,

CMO05, CM10, and CM30 — CM samples oxidized with 5, 10, and 30 mass% HNOg3

Concentration (Cfg), mmol/g

SBET v Vs o I
Sample x103 x10° x1079 t”V Cb A-L Ph Q it ‘.

mQ/g kg/mvj mg/kg at’o criterion

Crpp | CB | Crpp | CB | Crpp | CB | CTPD
CM 952 0.44 0.508 2.1 0.10 0.10 0 0 0.41 0.20 0.42 0.32
CMO05 618 0.48 0.459 7.1 0.61 0.77 1.31 0.20 0.92 0.39 0 0.48
CM10 455 0.53 0.306 14.9 1.23 1.52 2.03 0.66 2.67 1.04 0 0.54
CM30 273 0.58 0.169 18.3 1.44 1.85 3.98 0.79 3.11 1.32 0 0.46
o Carboxylic was evaluated from the peak area analysis and listed

W 250-400 °C
o o,
Lactone

300-650 °C
6 ——»CO,

OAnhydride
o 400-650 °C
—» CO + CO,

Phenol
o 600-800 °C
————>CO

700-1000 °C
—>CO

Fig. 1. Thermal destruction of oxygen-containing carbon sur-
face groups, as in Refs. [32, 33]

6.0 x 1075 mol/l, correspondingly. The temperature
profiles recalculated onto the gas release rates r(CO)
and r(CO3) were deconvoluted into the multiple com-
ponents corresponding to the decomposition of cer-
tain oxygen-containing groups. The groups were sep-
arated and assigned by the temperature maxima and
the range of thermodesorption (TD) of CO and COa,
to reliably detected oxygen-containing surface groups
(see Fig. 1), as Cb, A, L, Ph, and quinolic (Q) ones
[32,33]. Each of the present group concentrations Cig

866

in Table 1.

As one can see from Table 1, the oxidation with
HNOg3 changes the surface chemistry of CMs and
textural properties. In contrast to the initial CM,
SpeT of the oxidized CMs is reduced by 35% and
up to almost ~3.5 times, depending on the concen-
tration of HNO3 (w(HNOg)). The value of Vg shows
the same dependence and decreases with an increase
of w(HNOg3) from 1.1 to 3 times. This means that
the carbon matrix porous structure is destructed par-
tially. Nm-sized particles of the oxidized carbon are
leached in the form of humic acids from the carbon
bulk. EDX proves an increase of the content of oxygen
in the obtained CMs. Figures 2, a and 2, b demon-
strate the typical TG-TPD-IR profiles for the initial
and oxidized CMs. The profiles combine the mass loss
in the integral (T'G) and differential (DTG) forms and
r(CO2)/r(CO) temperature curves.

By comparing Figs. 2, a and 2, b, it is clear that
the CMs surface oxidation causes a significant mass
loss registered on TG/DTG curves. In contrast to
the initial CM, CO5 and CO that are realized as
TD products of the oxidized CMs are ~12-34 and
~2-6 times more, correspondingly (Fig. 2, b, Ta-
ble 1). This substantial increase of the CO/COg re-
lease indicates the formation of a significant amount
of Cb, A-L, and Ph functional groups. Here, we ana-
lyze the temperature trend of TG-TPD-IR profiles
at above 150 °C, accounting for the effect of ph-
ysisorbed CO, CO,, and H;O. Weakly bound Cb

ISSN 2071-0194. Ukr. J. Phys. 2016. Vol. 61, No. 10
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Fig. 2. Typical TG-TPD-IR profiles for initial CM (a) and CM30 (b): TG 1, DTG 2, r(CO2) 3, and r(CO) 4

groups, strongly-bonded A-L, Ph and/or Q groups
are desorbed at the temperature intervals 180-380 °C,
380-600 °C, 600-950 °C, and/or >750 °C, corre-
spondingly. The concentrations of Cb, A-L, and Ph
that obtained from the Boehm titration and TPD-
IR are in a qualitative consistency (see Table 1). The
titration gives higher values for Cb, than the thermal
desorption, cf. I, criterion values in Table 1. This dis-
crepancy is concerned, in our point of a view, with
two main factors as the hindering of TD of gases and
the high surface-chemical reactivity of these groups,
when heated. Indeed, at the heating up to 300 °C,
two neighboring Cb groups can be dehydrated, by
forming an A group. The latter is confirmed by a sig-
nificant release of water in this temperature inter-
val, see Fig. 2, a, b. The probability of the interac-
tion between Cb groups obviously increases at any
diffusion complications during the CO5/CO desorp-
tion. These complications are supported by the mi-
croporous structure and by an increase of the concen-
tration of Cb groups. The latter is achieved from the
use of the more concentrated HNO3 oxidant, see Ta-
ble 1. In contrast to Cb groups, the probability of the
interaction between other oxygen-containing groups,
as A-L and Ph, is smaller to a great extent.

As can be seen from the data in Table 1, the ini-
tial CM has diverse microporous structure. The sur-
face layer of CM contains a small amount of oxygen-
containing groups that are decomposed at high tem-
peratures. The deep oxidation reduces the values of
Sprr and the total open pore volume (V) simi-
larly as ASgrT/SET(CM) ~ AVs/Vs(CM). The de-
struction of the porous structure essentially depends
on the concentration of HNOj3. The oxidative treat-
ment gives oxygen-containing groups, e.g., Cb and
A-L ones, which are decomposed at low tempera-
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tures. These groups are practically absent in the ini-
tial CM. The concentration of HNO3 does not signif-
icantly affect the ratio of different types of groups in
CMO05, CM10, and CM30. The surface layer of the
mentioned CMs has up to 21% of Cb and the close
values of A-L and Ph groups (32-46%).

Summarizing our findings, the oxidation of the
CM surface with HNOg3 causes the texture destruc-
tion. TG-TPD-IR can characterize indirectly the
structure of surface functionalities. The temperature
range of CO5/CO release indicates the formation of
Cb, A-L, and Ph groups during the oxidation. No se-
lective functionalization with a Q groups was found
that evidences the moderate oxidation regime con-
trasting with that of [34]. The concentrated HNOj
oxidizes efficiently the surface and gives a significant
amount of oxygen-containing groups of all mentioned
types. So, despite the chemical inertness of carbons,
their overall chemical reactivity can be changed by

Table 2. The optical parameters of the porous

carbon medium and fraction of carbon particles:

p — porosity, neg — effective refractive index (Eq. (3))
of the CM porous layer, Top — transmittance

in a linear regime, Teg — the corrected

transmittance without impact of the reflections

at interfaces, aqf — effective light absorption
coefficient of the layer (Eq. (4)), ac — estimated light
absorption coefficient of the CM fraction (Eq. (7))

Qeft, ac, |ac@seD)
x102m~1{x102m~!{x10~2 kg/m?

Sample p, Neff To, | Test,

% % | %

CM 7811.20(1.9| 2.1 113.3 610.8 6.4
CMO5 |76(1.23|3.6| 4.0 94.7 464.0 7.5
CM10 |[74|1.25|3.7| 4.1 94.0 422.8 9.3
CM30 |71(1.28|5.8|6.4 80.9 323.7 11.9
867
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Fig. 3. Photoinduced variations of the total transmittance due to the self-action of picosecond laser pulses at 1064 nm: the
absolute magnitude of total transmittance versus the peak laser intensity 7'(I) presented on semilogarithmic scale, each of the
presented points corresponds to the averaged data collected over 25 laser shots (a); the smoothed inverse total transmittance
data (T'(I)/To)~!, where Ty — the transmittance in a linear response regime (see Table 2) for the initial CM and the oxidized

CMs (b)

the generation of functional groups, such as Cb and
Ph, on the surface.

Figure 3, a shows that the oxidation of the CM re-
sults in an increase of the total transmittance, which
is much more pronounced, when a porosity (p) is
reduced (see Table 2 for numerical data). We have
attributed the transmittance Ty at the initial in-
tensity range I < 2 MW/cm? to a linear regime
that decreases with an increase of I.In order to
subtract a manifestation of the photoinduced effects
from the linear response of a background, we nor-
malized T'(I) onto a linear transmittance, Ty (see Ta-
ble 2). It is known that a characteristic feature of the
two-photon absorption manifestation is the linear de-
pendence of the inverse total transmittance on the
laser intensity, (T'(I)/Tp)~! = 1 + BeggLeg!, in the
plane wave approximation. The analysis of the av-
eraged experimental data (see Fig. 3, b) has shown
ranges with approximately permanent slopes at def-
inite laser excitation levels. The first one (i) is ob-
served for I < 90 MW /cm?, where the efficient photo-
darkening up to ~6-10% of the CM samples was reg-
istered. The second one (ii) corresponds to the pho-
todarkening saturation. The third (iii) one — to the
following growth of the efficient inverse transmittance
for 400 < I < 600 MW /cm?. The further [ rise causes
the CM porous layer ablation.

The calculated neg and the linear transmittances
T} for the studied samples are given in Table 2. Their
magnitudes increase with a reduction in the poros-
ity and agree with the results reported in [31,
37]. Consequently, the Tog (Eq. (4)), aer (Eq. (4)),
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ac (Eq. (7)), and the ratio of the o, to the Sppr were
estimated. It was shown that the ratio ac/qeg ~
~4.5 that indicates that the optical absorption of
carbon particles is significantly higher than that
of their porous layer. The oxidation treatment re-
sults in a reduction of ac by about 1.9 times,
which is accompanied by a decrease in the poros-
ity by ~5%. The effect of the oxidation on Sggr
and the optical absorption at 1064 nm reveals the
similar ratio of ac (Sgrr)~! ~ 7.0 x 1072 kg/m?
for the initial CM and slightly oxidized CMO05 sam-
ples. For the samples treated with the concentrated
HNO3; (CM10 and CM30), the specific surface de-
creases faster than the optical absorption. This fact
can be considered as a strong evidence of the op-
tical absorption bulk response versus the interface
contribution.

The photoinduced absorption occurs efficiently
only at the so-called efficient self-action length Leg <
< d that is in a range 86.4-115.7 ym for the stud-
ied CMs samples and is shorter than the porous layer
thickness. About the 40-% reduction of the relative
photoinduced transmittance variation AT/T, against
the three-time rise of the linear transmittance Tj in
CM30 versus the initial CM sample was observed.

From the experimental data presented in Fig. 3, b,
the NLO absorption coefficients SBe.g and Im(XSf’f)) in
range (i) were estimated according to the approach

described in [27]. While Beg/ Im(ng)) reduces in the
limits 3.0/2.5 for the sample CM30 versus the ini-

tial CM porous layer, the reduction of ﬁc/Im(X(cg))
is more pronounced (~3.5/4.0) for the NLO response

ISSN 2071-0194. Ukr. J. Phys. 2016. Vol. 61, No. 10
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Table 3. NLO parameters of CMs versus the oxidation impact:
the nonlinear absorption coefficients Besr/B¢c and imaginary parts of the cubic NLO

susceptibility X((e?f) /xg) for the CM porous layers and their carbon particles fraction, correspondingly

Carbon porous layer Carbon particles fraction
Sample
3) (3)
fur, X105 /W | ) Fe, vl S | el

x10 m*/W x107% m/W x10 m? /W x1077, m?/W SBET
CM 0.35 2.63 1.89 0.85 3.1 8.9
CMO05 0.25 1.85 1.22 0.58 2.6 9.3
CM10 0.19 1.35 0.86 0.39 2.0 8.4
CM30 0.12 1.00 0.48 0.21 1.5 7.9

* The values are represented without the power factor correction.

of the fraction of corresponding carbon particles. For
higher CM oxidation levels (the CM samples treated
with 10 and 30 mass% HNOs3), the analysis of the
rate of photoinduced absorption decrease in the lin-
ear response regime reveals a drastic decrease of the
Ba/ac ratio.

The most promising result in the studied CMs was
obtained for the variations of the Im(X(03 )) /SBET ra-
tio that is close to the constant value of 8.6 within
the experimental error range (does not exceed 20%)
for the various levels of oxidation. The fact indicates
the existence of a certain relation between the absorp-
tive NLO response and the CM specific surface and
supports the suggestion that the photoinduced varia-
tions of the absorption coefficient at a wavelength of
1064 nm (quantum energy of 1.17 €V) are related to
the CM surface states.

For the given excitation wavelength, we have com-
pared the efficiency of the registered NLO response
due to the self-action of highly precise ps laser pulses
with that for carbon nanoparticles (NPs) reported in
the literature [16, 19, 38-40]. We accounted for the
contribution of the carbon volume fraction (fc) in
diluted NP colloid solutions, e.g., in toluene and chlo-
roform [16], water [38], and N,N-dimethylformamide
[19, 40], to the macroscopic NLO response within the
EMA approach. For the binary system, within the ap-
proximation of a nonlinear splitting [41] and the neg-
ligible contribution of the solvent in its transparency
range (Xégl) = 0), the NLO response of the composite
can be given as:

®) _ X&) Oeont | Ocet (8)
o T fo Oec | Oec |
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For the Ocq/0ec expression within the Maxwell-
Garnett averaging for diluted solutions, see [41]. The
estimated Im(xg’)) magnitudes are ~0.34x 10716 and
~1.3 x 1071 m2 /W for Cgo-fullerene and carbon
dots [16], correspondingly. The close value of ~1.2 x

x1071® m?/W is found for nanoscaled diamonds

[40]. The values of Im(xg’)) enhance to ~8.4 x 10716
[38] and ~17 x 10716 m?/W [19] for a single and a
few layered graphene oxides, correspondingly, under
the excitation by ns laser pulses.

The comparison of the reference data with the ex-
perimentally obtained results has shown that the pho-
toinduced absorption efficiency of bulk carbon par-
ticles, Tm(x")) ~ (0.21+-0.85) x 10716 m2/W, is in
the range of the carbons NPs absorptive NLO re-
sponse. The fact can reflect the same origin of the
NLO response mechanism for the different carbon
materials, including the nano-sized ones.

4. Conclusion

Summarizing the findings, we can conclude that, for
the first time, a contactless express method, which
is based on the self-action of the picosecond laser
pulses at 1064 nm, is used for the characterization
of an optically dense porous layer of CM bulk parti-
cles. We report on the effect of the oxidation of car-
bons on their photoinduced total transmission and
related opto-mechanical parameters as the quality of
carbon media subjected to the oxidation, which is the
initial step of the most commonly used functionaliza-
tion routes for the preparation of biomedical materi-
als. It is shown that the linear optical absorption and
the nonlinear optical response are sensitive to the ox-
idation intensity of the initial CM.
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On the example of carbons obtained from a ligno-
cellulosic source, it is found that the oxidation caused
a reduction of the SppT surface area from 9.52x10° to
2.73 x 105 m? /kg. It is realized due to the destruction
of a part of the carbon matrix and to the formation of
novel O-containing surface groups. The surface func-
tional groups are determined in a dynamic argon at-
mosphere by the thermogravimetric (T'G) analysis
and thermo-programmed desorption coupled with IR
(TPD-IR) spectroscopy. The surface acidity defined
from data of the Boehm titration shows the accept-
able agreement with the data of the TG-TPD-IR ex-
amination. We have revealed that the CM surface
becomes less hydrophobic after the oxidative treat-
ment by HNO3 due to the presence of the functional
groups. The concentrated 30-mass% HNOj is found
to be the most efficient oxidant that gives the highest
yield of Cb, A-L, and Ph surface functionalities. The
oxidation decreases the porosity by ~7% and reduces
the values of optical absorption of the fraction of car-
bon particles o, by about 1.9 times, while the specific
surface SprT decreases faster than the o . This fact
can be considered as a strong evidence of the linear
optical absorption bulk response versus the interface
contribution.

The analysis of the rate of decrease of the nonlinear
absorption coefficient in the linear response regime
shows the drastic decrease of the 8./a, ratio for a
higher CM oxidation level. It is worth to outline a
slight variation of the ratio Im(xg’))/SBET (the de-
viation does not exceed 20%) within the more than
three-time oxidation-induced reduction in Sggr. It
indicates a certain correlation between the absorptive
NLO response and the CM specific surface.

We have experimentally proved that the photoin-
duced absorption efficiency of the bulk carbon par-
ticles Tm(x()) ~ (0.21+0.85) x 10716 m2/W is in
the range of that for nano-sized carbons. This fact
can reflect the same origin of the nonlinear response
mechanism for different carbon materials, including
NPs. The enhancing of the surface hydrophilicity al-
lows the use of a carbon matrix for the covalent bind-
ing of bioligands, amino acids, their residues, and
proteins to the oxygen-containing functionalities such
as Cb groups. The further improvement of the ad-
hesion characteristics may be achieved by varying
different oxidation techniques under a control with
the pulsed laser radiation self-action response read-
out technique.
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KOPEJIANIA MI2K @OTOIHAYKOBAHIUM
IIOBHUM ITPOIIYCKAHHAM TA CTYIIEHEM
OYHKIIOHAJII3ALII [TOBEPXHI BYTVIELIEBUX
MATEPIAJIIB, OAEP>KAHUX 3 [TPUPOJIHNX
IIOHOBJ/IIOBAHUX J1>KEPEJI

Peszowme

Brepie 6yno 3acrocoBaHO mBHAKHI OGE3KOHTAKTHHI METOZ,
SIKUI 6a3y€eThCst HA CAMOBILIUBI IKOCEKYH/HOTO JIA3€PHOTO BU-
mpoMiHIOBaHHS Ha JOBXKUHI xBuiai 1064 HM, /118 XapakTepus3a-
il ONTUYHO I'yCTUX HOPUCTUX IIAPiB 06’€MHUX YACTUHOK Kap-
6onosux Marepianis (KM), mo orpumani 3 JirHOIETIOIO3HOT
cuposuHu. ITokazano, 1o okucoBaabHa 00poOKa MIPU3BOAUTH
10 3MeHIIeHHs 1ol noBepxHi Bpynayepa—Emmera—Teitsiopa
(SET) Bix 9,52 - 10% M2 /xr g0 2,73 - 105 M2 /kT, siKa BigGyBae-
ThCsl 33 PAXyHOK PYMHYBaHHsSI YACTUHU BYIJIELIEBOI MaTPHILl Ta
dopmyBanasa HoBUX O-BMICTHUX IMOBEpXHEBUX Ipyn. Hailbiabi
eEeKTUBHUM OKHCHIOBadeM BuaBjIeHO KoHueHTtposany HNOg3
30 mac.%, ska TpUBOIUTEL 10 HaiiedbeKTUBHINIOrO yTBOPEHHS

872

KapOOKCUJIBHUX, aHTIIPUIHUX 1 JJAKTOHHUX, Ta (DEHOJBHUX II0-
BepxHeBUX Irpyn. KoHIeHTpario Takux QyHKIOHAIBHAX IPYII
OyJ10 BU3HAYEHO B JUHAMIUHIN aTMocdepi aprony 3a gomomo-
roio tepmorpasimMerpuunoro anauizy (TT) i Tepmonporpamo-
BaHOI Aecopbuil, mo noexnyerbest i3 [Y (TILI-IY) cnexkrpo-
ckoriero. KucorHicTs noBepxHi, sika BU3HA4YaJaCsd 33 JaHUMA
TUTPyBaHHsA 3a BromoMm, q00pe y3rojKyerbes i3 ganumu TT—
TIII-1Y npocnimexens. IlinBumenus riapodisbHOoCcTi moBepxHi
JIO3BOJISIE 3aCTOCOBYBATH BYIVIEIIEBY MAaTPHIO JJIsi KOBAJIEH-
THOrO 3B’si3yBaHHsi OloJliraHAiB, aMiHOKHUCJIOT, X MOXIJHUX Ta
[IPOTETHIB 3 KUCHEBMICHUMU DYHKIIOHAJIBHUMYU KaPOOKCUIIBHU-
vy rpynamu. Orpumani 3HaYeHHsT e(PeKTUBHOCTI (DOTOIHIyKO-
BAHOI'O IOIVIMHAHHS Im(Xg)) ~ 10716 M2 /B nobpe 36iraio-
ThCs 3 BianoBigaumu jist Hanopo3mipaux KM. ITokazano, 1o
BiJIHOIIEHHS Im(xg’ >) /SBET € MaiilzKe CTaJUM y MexKax €KCIle-
puMeHTaJbHOI 1Toxubku. lle BKa3ye Ha IEBHY KOPEJISIIO MixK
abCOPOIiHUM HEIHIHHO-ONITUYHUM BiJI'YKOM Ta MTUTOMOO II0-
Bepxueto KM. Mu npononyemMo BUKOpUCTATH Im(Xg)) AK TIa-
pamerp sKOCTi KapOOHOBUX MaTepiaJjiB B IPOIECi X OKHCHEH-
Hs1. OKUCHEHHSI € TUIIOBUM ITOYATKOBUM KPOKOM HAMIIOMIAPE-
Himux meromiB dyukmionadizanili KM s 6iomeauimHCbKUX
3aCTOCYBaHb.
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