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AND N-OCTANOL IN LIQUID AND SOLID STATES

Alcohol molecules can form hydrogen bonds and arrange in different structures named clus-
ters. The aim of this work is to study the behavior of a cluster structure of alcohols at phase
transitions and to elucidate the structure of clusters in the solid and liquid states.

The objects of investigation are monohydric alcohols n-pentanol (CHz)4s CH3—OH and n-octanol
(CH3)7 CH3—OH. For the structural analysis of the clusters, the matriz isolation FTIR spec-
troscopy is used, while the spectroscopic studies of the behavior of different clusters at the
solid-liquid phase transition are performed in the liquid and solid states. In order to inter-
pret the experimental spectra, the quantum-chemical calculations with the use of Gaussian03
software (approxzimation DFT/B3LYP, 6-31G (d, p) are carried out.

Keywords: FTIR Spectra, n-pentanol, n-octanol, cluster structure of alcohols, Gaussian03

software.

1. Introduction

Liquids with hydrogen-bonded molecules play an im-
portant role in the Nature and are intensively studied
by various methods [1-7]. Monohydric alcohols, be-
ing partially ordered liquids with intermolecular hy-
drogen bonding, are of great interest [8-10]. For stud-
ies of such liquids, both experimental and theoretical
methods are used; the common approach is a combi-
nation of these methods [11, 12]. Our work is devoted
to the investigation of a cluster structure of alcohols
in the solid and liquid states.

Alcohol dimers and other small clusters are prod-
ucts of the first steps of the association reaction from
a monomeric alcohol molecule to large aggregates
present in liquid alcohols. The matrix isolation in-
frared spectroscopy has been used for studying the
molecular conformations and weak intermolecular in-
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teractions [13]. The main idea of this method is to
isolate the molecules of a substance from each other
using the solid matrix of an inert gas cooled to cryo-
genic temperatures. The commercial software Gaus-
sian 03 was used for the theoretical simulation of var-
ious cluster structures.

2. Experimental

Commercial alcohol samples were previously purified
from water molecules (using molecular sieves during
48 h) and degassed. The FTIR spectra of n-pentanol
and n-octanol in the condensed state were registered
using a Bruker FTIR spectrometer VERTEX 70. A
Bruker FTIR spectrometer IFS 113 was used for the
registration of the spectra of n-pentanol isolated in
an Ar matrix (matrix ratio 1:1000). For the thermal
stabilization, a LINKAM cryostat (model FTIR 600)
was used. The IR spectra were registered in the spec-
tral range from 500 to 4000 cm~! with a spectral
resolution of 1 cm™?!. In order to increase the signal-
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Fig. 1. FTIR spectra of n-pentanol trapped in an Ar matrix
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Fig. 2. Optimized structures of different clusters of n-pentanol

Table 1. Average intermolecular distances

O---H, average angles O--- H—O, and the energy
of a hydrogen bond for pentanol clusters calculated
in the B3LYP/6-31G (d, p) approximation

Energy Energy
Cluster O---H-O |O---Hp, A|of H-bond, | of H-bond,

kcal/mol kJ/mol
Dimer 166.1 1.89 —7.73 -32.35
Trimer 152.6 1.85 -7.88 —-33.00
Tetramer 167.8 1.74 -9.58 —-40.07
Pentamer 174.9 1.70 -10.33 —43.22
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to-noise ratio, each spectrum was taken as the average
of 128 scans.

3. FTIR Spectra
of n-Pentanol in an Ar Matrix

Hydroxyl group plays a major role in the formation
of a hydrogen bond. Therefore, in the spectral in-
vestigations of the formation of hydrogen bonds be-
tween alcohol molecules, a special attention is paid
to the region of stretching vibrations of OH-groups
(3000-3700 cm~1). The registered FTIR spectra of
n-pentanol isolated in an Ar matrix in the spectral
region of the O—H stretching vibrations are presented
in Fig. 1. The spectra were registered in the temper-
ature interval 15-39 K.

As is seen from Fig. 1, two intense peaks at
3660 cm~! and 3518 cm™! are observed at 15 K.
At 27 K, three intense peaks at 3658, 3516, and
3439 cm~! are observed. Then, upon a gradual in-
creasing of the temperature, the intense bands ap-
pear in the low-frequency region, and the intensity of
the bands in the high-frequency region gradually de-
creases. For the interpretation of experimental data,
a quantum-chemical simulation with the use of Gaus-
sian 03 software was carried out.

4. Computer Simulation

The geometry optimization for different clusters of
the title compounds was carried out, by using the
DFT method (B3LYP/6-31(d, p)). The correspond-
ing IR spectra were calculated at the same level of
theory. The optimized structures of various pentanol
and octanol clusters are presented in Figs. 2 and 3,
respectively.

Average intermolecular distances (O- - - H), average
angles (O- - - H-O), and the energy of a hydrogen bond
for different clusters of n-pentanol and n-octanol were
calculated. The obtained data are listed in Tables 1
and 2, respectively.

As is seen from Tables 1 and 2, the average inter-
molecular distance O- - - H decreases with the growing
of the number of molecules in clusters for both alco-
hols. Large clusters are tighter, so the energy of a hy-
drogen bond for n-pentanol and n-octanol increases
with the number of molecules in clusters.

The calculated IR spectra of pentanol clusters are
presented in Fig. 4. The number of peaks increases

ISSN 0372-400X. Yxp. ¢is. orcypn. 2015. T. 60, N 8
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Fig. 3. Optimized structures of monomer, dimer, trimer, and
tetramer of n-octanol

with the number of molecules in a cluster. So, one
peak is observed for monomer, two peaks — for dimers,
etc. Similar results were obtained for other alcohols
[4, 11].

The calculated spectra were compared with the re-
sults of matrix isolation experiments. Now, we can
assign the observed absorption bands (Fig. 1) as fol-
lows: the spectral bands near 3660 cm ™! are assigned
to monomers, 3518 cm ™! — to dimers, 3439 cm~! - to
trimers, 3250 cm™! — to tetramers, etc. So, at 15 K,
small clusters (monomers, dimers, and trimers) are
dominant. At higher temperatures, molecules begin
to interact with each other, and bigger clusters are
formed. This is confirmed by the fact that the in-
tensity of the bands in the low-frequency region in-
creases, while the intensity of the bands in the high-
frequency region decreases, as the temperature in-
creases to 39 K.

5. FTIR Spectra of n-Pentanol
and n-Octanol in Condensed State

FTIR spectra of the investigated alcohols in the con-
densed state were obtained over a wide temperature
range: from —130 °C to + 30 °C for n-pentanol and
from —50 °C to -9 °C for n-octanol. A special atten-
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Fig. 4. Calculated IR spectra of different clusters of n-pen-
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Fig. 5. FTIR spectra of n-pentanol in the condensed state

Table 2. Average intermolecular distances

O---H, average angles O- .- H-O, and the energy
of a hydrogen bond for octanol clusters calculated
in the B3LYP/6-31G approximation

Energy Energy
Cluster O---H-O |O---Hg, A|of H-bond, | of H-bond,

kecal /mol kJ/mol
Dimer 166.7 1.78 -9.76 —40.82
Trimer 149.2 1.74 -9.85 -41.19
Tetramer 165.6 1.60 -12.56 -52.54

tion is paid to the behavior of alcohol molecules at the
temperatures near the phase transition liquid — solid
state. This temperature is —78.4 °C for n-pentanol
and —16 °C [14] for n-octanol.
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Fig. 6. FTIR spectra of n-octanol in the condensed state

The FTIR spectra of n-pentanol in the spectral re-
gion of OH stretching vibrations are registered, by
using the radual cooling of the sample from + 30 °C
to —130 °C are presented in Fig. 5.

At the temperature 430 °C, the band at 3335 cm !
with a width of ~250 cm™! is observed. As the tem-
perature decreases, this band becomes narrower and
shifts to 3265 cm™'. After the phase transition tem-
perature (-78.4 °C), a wide structureless band shifts
toward the low-frequency region. After —88 °C, one
can observe the splitting and the narrowing of the
spectral band of OH stretching vibrations, as in the
crystalline phase. We can assume that, in the tem-
perature range from —78.4 °C to —88 °C, n-pentanol
exists in a vitreous phase. After the phase transition
vitreous phase — solid state, the spectral band of OH
stretching vibrations becomes structured: two bands
at 3169 cm~! and 3241 cm~! appear. Having com-
pared these results with matrix isolation data for n-
pentanol, we can assume that, in the liquid state,
trimers, tetramers, and pentamers are the dominant
structures. But, in the solid state, tetramers and big-
ger clusters dominate.

The analysis of the spectra of n-octanol in the re-
gion of OH stretching vibrations was carried out as
well. The FTIR spectra of n-octanol were registered
during the gradual cooling of the sample from -9 °C
to =50 °C and are presented in Fig. 6.

As is seen from Fig. 6, no changes are observed
between -9 °C and —16 °C. There is one band at
3312 cm ™! with the width ~200 cm~!. As the tem-
perature decreases, two intense bands at 3314 cm ™!
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and at 3345 cm™! are observed. In contrast to the
case of n-pentanol, the spectral band assigned to
the OH stretching vibrations in n-octanol shifts to-
ward higher frequencies upon the temperature lowe-
ring. Therefore, we can assume that small clusters
(probably, dimers and trimers) dominate in n-octanol
at these temperatures.

6. Conclusions

The matrix isolation FTIR spectroscopy was used
for structural studies of individual H-bond clusters
of n-pentanol. The transformation of the registered
spectra of isolated monomers and dimers upon the
temperature increasing was observed. At the highest
temperature of the Ar matrix, the spectra became
similar to those of liquid pentanol. Using the results
of quantum-chemical calculations, the assignment of
the observed bands to different pentanol clusters was
made.

The FTIR spectra of n-pentanol and n-octanol
in the liquid and solid states over a wide tempera-
ture range were registered. As the temperature de-
creases (below the melting point), the spectral band
of OH stretching vibrations becomes structured (two
intense bands appear for both alcohols). In the case
of n-pentanol, bigger clusters (tetramers, pentamers,
and, probably, hexamers) dominate in the disordered
(glassy) solid state. While, in the case of n-octanol,
smaller clusters (dimers and trimers) dominate.

The work supported by Swedish Research Council
(grant No. 848-2013-6720).
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A. Bacuavesa, I. JJopowenxo,
B. ITozopenos, B. Illabainckac, B. Baasasivyc

19 CIIEKTPU H-IIEHTAHOJIY
I H-OKTAHOJIY B PIIKOMY I TBEPJIOMY CTAHAX

Peszwowme

Mousekynau cnupTiB yTBOPIOIOTH BOAHEBI 3B’S3KM i MOXKYTH
06’eqHYBaTUCh Yy PI3HOMAHITHI CTPYKTypH, SKi 3ByTbCH KJjla-
crepamu. MeToro 11i€l pobOTH € JIOCITi/IPKEHHsI TOBEIHKN KJIa-
CTEPHOI CTPYKTYPU CIHUPTIB I1pu (pa30BUX IEPEXOJAX Ta BU3HA-
4eHHs] CTPYKTYPH KJIACTEPIB y TBEPAOMY i PiIKOMY CTaHaX.
O6’ekTamMu JOCTIZKEHHSI € OJTHOATOMHI CIIMPTH H-IIEHTAHOJI
(CH2)4CH3-OH i s-okrtanon (CHz)7CH3—-OH. dna amasmi-
3y CTPYKTYPH KJIAaCTEPIiB BUKOPHCTOBYBABCS METOJ, MATPUIHOI
izonanii Ta I'Y dyp’e-cnekrpockomis. CrnekTpockonivyui gociti-
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JPKEHHsI TTOBEJIIHKYU PI3HUX KJIacTepiB npu (Hha30BOMY I1€PEeXO/ii
TBEp/Ie TiJIO—PiiuHa TPOBOUINCEH ¥ PIAKOMY i TBEPJIOMY CTa-
Hax. Jlas imTepmperanil eKCIEpUMEHTAJbHUX CIEKTPIB OyJ1o
BHKOHAHO KBAHTOBO-XIMiYHE MOJE/IIOBAHHSI 3 BHKOPHCTAHHSIM
nporpamuoro nakera Gaussian03 (y rabmmrxenni DFT/B3LYP,
6-31G (d, p)).

A. Bacuavesa, U. /lopowerrko,
B. Ilozopenos, B. Illabaunckac, B. Barsasuuwyc

UK CIIEKTPHBI H-TIEHTAHOJIA 11 H-OKTAHOJIA
B 2KNJKOM U TBEPJOM COCTOAHMNAX

Peszowme

MoseKynbl CIupTOB 06pa3yloT BOJOPOMIHBIE CBSI3W W MOTYT
06 beIMHATHLCS B pA3HOOOPa3HbIe CTPYKTYPbl, KOTOPbIE HA3bIBA~
foTCs KylacTepaMu. Llenb maHHONW paboThI — UCCIIEIOBAHUE TI0-
BeJICHHs] KJIACTEPHOM CTPYKTYPBI COUPTOB Npu (Ha30BBIX IIe-
pexofax W OIpeje/ieHue CTPYKTypPbl KJIaCTepOB B TBEDPIOM H
KUIKOM COCTOSTHUSIX.

O6beKTaM1 UCCJIEIOBAHUS SABJISIIOTCA OJJTHOATOMHbBIE CIIUPTHI
w-niearanos (CH2)4CH3-OH wu m-oxramon (CHz)7CHsz-OH.
g anam3a CTPYKTYPhI KJIACTEPOB UCIIOIb30BAJICS METOJ] Ma-
Tpuunoit msonanuu u UK dypbe-cnekrpockonus. CrekTpo-
CKOIIMYECKUE WCCJICIOBAHUST TIOBEJICHUS] PA3JIMIHBIX KJIACTE-
PpOB IIpu Pa30BOM IIepeXoie TBEPA0E TeJIO—KUIKOCTh IPOBOIU-
JIUCh B KHUJKOM U TBEPAOM COCTOSHUAX. JlJisl MHTepIpeTanuu
IKCIIEPUMEHTABHBIX CIEKTPOB OBLIO BBIOJHEHO KBAHTOBO-
XUMHUYECKOE MOAEJIMPOBAHUE C MCIOJIb30BAHUEM ITPOrPAMMHO-
ro nakera Gaussian03 (B npubmnmxennn DFT/B3LYP, 6-31G

(d, p)).
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