[ . A

——p

UCRL_3641

UNIVERSITY OF
CALIFORNIA

TWO-WEEK LOAN COPY

This is a Library Circulating Copy
which may be borrowed for two weeks.
For a personal retention copy, call

Tech. Info. Division, Ext. 5545

THE CRYSTAL TURE OF ACETIC ACID

BERKELEY, CALIFORNIA



DISCLAIMER

This document was prepared as an account of work sponsored by the United States
Government. While this document is believed to contain correct information, neither the
United States Government nor any agency thereof, nor the Regents of the University of
California, nor any of their employees, makes any warranty, express or implied, or
assumes any legal responsibility for the accuracy, completeness, or usefulness of any
information, apparatus, product, or process disclosed, or represents that its use would not
infringe privately owned rights. Reference herein to any specific commercial product,
process, or service by its trade name, trademark, manufacturer, or otherwise, does not
necessarily constitute or imply its endorsement, recommendation, or favoring by the
United States Government or any agency thereof, or the Regents of the University of
California. The views and opinions of authors expressed herein do not necessarily state or
reflect those of the United States Government or any agency thereof or the Regents of the
University of California.



A,

UCRL-3641-
. Chemistry Distribution

UNIVERSITY OF CALIFGRNIA

Radiation Laboratory
Berkeley, California

Contract No, W-TLO5-eng-u8

" THE CRYSTAL STRUCTURE OF ACETIC ACID

" Robert E. Jones -

December 14, 1956

Printed for the U, S. Atomic Energy Commission



THE CRYSTAL CTRUCTURE OF ACETIC ACID

- Contents
Abstract ., . e . . . . e . . . o
I. ~ Introduction . o e . .
IT. Experimental Procedure . . . . . .

A. Single Crystal Photographs .

B. Powder Photographs = . e . .

IIT, Unit‘Cell and Space Group . . . . .

Iv. Intensity Corrections . . | . . . .

V. Détermination of the Structure

VI, Least Square‘Refinement

VII, Discussion of thé‘Structure . . .
Acknowiedgments . o . .. . . A . .
Referénces |

UCRL-3641

T = o W

o [0) NN )]

-3

12 .
1k

15



-3- ' - UCRL-3641

THE CRYSTAL STRUCTURE OF ACETIC ACID

Robert E. Jones

Radiation Laboratory and
.Department of Chemistry and Chemical Engineering
University of California, Berkeley k4, California

December 1h, 1956

ABSTRACT

, The crystal structure of acetic acid was determined using x~ray
diffraction techniques and a,leasf squares method of refinement. The
molecules are planar wifhin.experimentalverror and, except for the
single bond carbon oxygen distance which is shortened to 1.29 A, the
bond lengths were found to be in agreement with previous determinations
in the gas phase by electron diffraction and infrared spectroscopy.

The molecules are linked together by hydrogen bonds in the infinite
chains similar to the structure of crystalline formic acid, It appears

that van der Waals forcés can account for the adhesion between chains.
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\ | - ~ I. INTRODUCTION

The structure of acetic acid (CH.COOH) has been investigated in

the gas by e-lectron.diffractionl and by3in'frared.spectroscopyd2 This
work was undertakén to'give.further information on the structure of the
molecule and on the forées between molecules in the solid state. No
x~ray diffraction determination of the structure has been reported
before. _

The normal fatty acids, of which acetic acid is a member, are
thought to form dimers in the gaseous and liquid staté- Investlgatlons
of high molecular weight members of this series have shown: the dlmexs

3,k

are also formed in the solid. However; the lowest member of this

series, formic acid, was shown to form infinite chains rather than

> There

dimers with hydrogen bonds fofming the intermolecular linkages.
was some spectroscopic evidence that acetic acid also formed polymers
rather than_dimers,6 The results of this work confirm this and show

the molecules in the solid are linked togethér as in formid acid,

II. EXPERIMENTAL PROCEDURE

A{ Single Crystal Photographs

Single crystals of acetic acid were prepared by freezing C. P.
grade clacial acetic acid (99.8% pure) in a Jjet .of cold nitrogen gas..
The liquid was sealed in a glass .capillary and quickly frozén into a

’vcranslucent aggregate of small crystals By’then raising ‘e”tempera—_

: ture and maintaining it near the melting point for severél hours,'a
transparent single crystal was grown, Its growth was followed by
periodically taking oscillation pictures until the diffraction pattern
showed that the small crystallites had vanished, '
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The flow of cold nitrogen'was evolved from liquid nitrogen
electrically heated by a résistor in a dewar flask. The rate .of »
flow was controlled by adjusting the current in the resistor, Since
the crystal had to be maintained for many days, two duplicate nitrogen
boiling units were made so that one could be taken ouf of operation
and refilled without interrupting the flow for more than a few seconds,
The single crystal photographs were taken on a Weissenberg camera
using Cu Ko x-rays (A = 1.5418 A). The single crystals showed no
tendency to be formed with a unit cell axis parallel to the capillary
axis; so they were aligned using oscillation photographs. The Weissen-
berg photographs were taken using a modified film holder. The geometry
of the pictures was that of an ordinary Weissenberg photogfabh with
only the lower half of the film recording reflections. The upper half
‘was absent to permit cooling of the sample,.
v The,single‘crystal Weissenberg pictures were taken at a tempera-
ture within a few degrees of the melting point (16.6°C). While pictures
were being run the capillary contained liquid acetic acid, probably
either because of impurities reducing the melting point or becaﬁse‘of

a temperature gradient along the capillary.

B, Powder’Photdgraphs

Powder photographs were taken to obtain lattice constahtso_ A
modified Norelco camera was used and the temperature of the sampie re~
corded by an iron-consta.ntan'_thermocou.pléo The cooling was by a flow
of nitrogen produced and controlled in the same way as the single
crystal experiments,

The powder phdtographs used in measuring the lattice constants
were taken at -4 % ZOC using Cu K& x-rays. Although the single crystal
photographs were taken at about 160, it was impossible to take powder
picturgs at this temperature because the sample would anneal and form
large crystals in less time than necessary to take good powder photo—

: graphs To determine the effect of lattice expansion from -4 to 160
and p0551bly extrapolate the values of the cell constants to the hlgher
temperature, pictures were also taken at -22 * 2 °c. However, the

difference in lattice constants measured at -4°¢ and -22°C could not be
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detected because of the high error in the determlnatlon and the values

measured at -4 C. are -reported below.

IITI. UNIT .CELL AND SPACE.GROUP B

From oscillation, rotation and three layers of Welssenberg

lplctures it was deduced that the unit cell was orthorhombic, in agree-

7

ment with the observations of Steinmetz’ on the cleavage and_optlcal

- properties of acetic acid crystals, From the powder photographs cell

constants were measured:
=13,31 ,0b A b =108+ ,012A ~c=5.774%.024A

The inaccuracy of these determinations 1s high because high‘angle Gv
lines were not observed, With four molecules per unit cell, the calcu-
lated density (1,26 g/cm3) agrees with that observed by deVisser
(1.26585 g/cm3) for solid acetic acid at its melting point. |

Zero, first, and second layer Weissenberg pictures were taken
rotating about the b axis, On these photographs reflections were -
observed for hoZ only if h = 2n and for okf only if k + ¢ = 2n. These
extinection rules correspond to probable space groups PnaZl and Pnam,
A satisfactory structure was found using the space group Pnaz —09 with

3 1 2v
atoms in the positions L4(a):

(%, ¥y z; X, ;, 1/2 + 23 1/2 - x5 1/2 + y, 1/2 + z; 1/2 + x, 1/2 - y, z)

IV, INTENSITY CORRECTIONS

Estimates of the intensities of the reflections were made visually
from the Weissenberg films and corrections made for the Lorentz and
polarization factors and for the velocity effect, No correctlon was
made for absorption by the sample or the caplllary, since this correctlon
was estimated to be small.

The COrrections were made using an IBM 650 computer, In addition

to maklng the above corrections, the program also calculat ' for each

2

- reflectlon the magnitude of the observed structure factorSf(Fu);:51n e

o)
values, and scattering factors; determlned which formula would be used

for caleculating the structure factor; and determined the use of the.

’
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A

weighting factor used in the program for least squares refinement, The
output cards for thig program could be used as input ‘cards in the least

squares refinement program.

V., DETERMINATION OF THE STRUCTURE

A trial structure was coﬁstructedeith molecules hydrbgen-bonded
invchains approkimately parallel to the (0ll} and {Ole planes similaxr
to the struéture of formic acid, Using estimated bond lengths and
angles, x and z parameters were calculated, Using these pafameters,and
the'observed structure factors, a projection of the electron density
along [OlO]'was calculated, The peaks were well resolved and very close

.to the trial positions; however, the reliasbility factors (defined in
Section VI) showed that the fit of observed structure factors to calcu~
“lated structure factorsvwas very pOor.and_furthermore the parameters
could not be properly refined to give better rellability factors. Since
well resolved peaks in a Fourier projection_occufringvvery close to the
trial positions were not a&eéuate criteria for telling whether the '
position parameters for the atoms were correct; no further Fourilers were
'computéd and tﬁe parameters were adjusted by tr;gl and error until a-

set was found that could be refined to give a reliability factor

R NN S

where F is the observed
> F © : ‘

structure faqtor and FC zhe calculated structure factor) of approximately'
18% and satisfactory bond lengths. . Fig. 1 is a [010] projection calcu-
lated using QbserVed structure factors from the final refinement using
all the data,
Knowing approximate bond lengths and values for the x and z

parameters, the differences in. the y parameters of the atoms ere
estimated. It remained, however, to fix the y parameter of one of

the atoms, This was done approximately by studying a model of the
chain-like structure and adjustihg.the y parametefs so that no inter-
moleculay distances were too close. The final trial y parameters were

determined by trial and error attempts to find parameters that would

,refine properly using the least squares refinement program,

v
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VI, LEAST SQUARES REFINEMENT -

A:leastlsquares refinement of the final trial parameters was made

using an IBM 650 program written by.Senko and Templetonb9 The results
are listed in Table I, '

. R S Y P % P

o, .1295  .0003  .1032  .0017 - .000O ool 3.92

O, .2526  .000k 3690 ,0018 1780 .00k  4.51

cp L1641 0006 L2761 ,0026 1701  ,0023  3.T3

Coy ;0868 ,0006 +3720 ,0030 3570 .0018 h,01

‘\‘

e X cy, aﬂd 0 are the standard deviations of the respectlve coordinates
calculated by the program The values for B were used in the expression
for the temperature factor, exp { - B. 31n 9/h }s and correspond to
mesn square vibrational amplitudes (52 B/8ﬁ ) from ,O47 to .O57 pZ
In addition to the three coordinates and B for each atom, the scale
factor for each layer of reflectlons.was refined,. _ _

Three reliability facters were calculated using all the data and
with the observed structure factor (Fb) set equal to zero for uncbserved

reflections. The results were:

s lE b -1F 01 -
T P R
R R A
R, = . T'F [2 e = 16,0%
S LA R L e

sw |7 |°

/ .
Fé is the magnitude of the calculated structure factor and w is a factor
which weights each reflection accordihg to the accuracy of the intensity
measurement, In Senko's program w = L/4 F . if F <L F . and w =

‘ S min 0 min

.» > n ‘. . L3 .
l/Fo it F Emin’_’Fmin is the minimum observed atructure factor,



9= . UCRL-3641
Table I o

Caleulated and Observed Structure Factors of Acetic Acid

Index Observed |F| calculated |F|  Index Observed 7| Calculated |F]

100 ok |
0 - 280 0 2L 26
2 * 79 2 27 28
i 50- 45 L 19 19
6 3k - 33 6 12 1o
8 - TS 42 8 16 - 15
10 2k 22 10 13 12
12 16 15 12, 15 1L
1k <11 L  ho5 o
nol | ' 2 20 23
2 68 90 4 <1z 3
4 L 37 6 ‘ 13 11
6 37 Lo hoé e
8. 27 - - 25 o . 23 - 25
10 23 23 2 11 7
12 < 12 5 . nlo. o
PV 1 11 1 * 6
h02 , 2 * .96
0 31 38 3 28 28
2 72 Th Lo 5
4. 72 65 5 <5 3
6 19 21 6 25 - .28
8 22 20 7 25 26
10 23 23 '8 10 10
12 | 22 20 9 8 11
1l 10 9 10 <8 6
no3 ’ o 11 ! 13 17
2 32 3k 12 <8 1
30 24 13 <8 5
6 22 20 1k <7 4
8 20 18 15 T 5
10 16 1k © n1l
12 <11 | S 0 * 110

*reflection blocked by beam catcher
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Table IT (ccntﬂd)“m;“m;‘;

Index nQbserved lFIv>Calculated 17| IndexV.Gﬁserﬁé&f[F['"Calculéted'lF{ '

hil (cont'd) , ' , 5 7 6
1 60 - 55 6 g8 - 6
2 5y 54 7 1 ' 12
3 o2 | 56 8 <8 3
ph 17 . 15 9 .22 _—
5 45 N 40 10 14 ; 13
6 18 19 i1 <8 2
7 2l . 23 12 10 10
8 21 21 hll - -
9 <7 5 1 15 18

10 17 18 2 9 6

11 13 12 3 i 12

12 1h 16 b - 10 . o1

13 n 10 5 11 13

1k 8 5 6 9 ‘ 7

hl2 . o y
1 34 | 33 8 10 | 10
2 10 11 9 <8 4
3 2k 25 10 10 10

S 27 21 hl15
5 21 22 0 22 26
6 13 1 1 1
T 13 18 2 11
8 7 19, 3 10
9 <8 6 L 8 5

10 1h h 5 9 11

11 < 8 6 6 <8 3

12 <8 2 7 8 5

hl3 | 8 6
° 13 -9 n16 |
1 - 31 ' 3k 1 <7 ‘ 3

- .33 v 3ll- o, 9 ‘ _l]_\

3 15 16 nl7
b 28 | 30 0 6 | 6
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Table IT (cont'd)
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Tndex -Obsefved |F|  Calculéted4]F1. Index vdbserved_lFl Calculated |F|

h20

O -1 O\ ow

e
W v = O

h2l

O @~ O\ U & W o

oo
- ©

h22

v = w o o

35
<k

b1

11

<7

16

1k

42

13
2l

13
2k

<6

11
12

10

21
42
1z

32

28

1

33
1l

k9
10
12
8
8

17
9
16

37
16

22
13

26

5

10

23
bl
10
34
11

6

7

8 .

9
10
11
hz3

O ® 9 O W N

o
H O

‘halk

O O N OV VW N O

11
16
8
18

<7

9

<6.

15
-16
9

<7

8
17

<7

<7

16
22

< '7

18
10
<7

11
<7

11

18 -

3

21
6
6

16
16
10

19

(oo 2N NI S ¢ o}

12
22

19

10.

/
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VII, DISCUSSION OF THE STRUCTURE

Molecules of acetic acid‘are.linkéd together by hydrogen bonds
in infinite chains. Forces between chains are presumed to be van der
Waals attractions, .

The bond lengths and. angles in the carboxyl group fall within
the range of best values listed in a review paper on the structure of
the carboxyl group by Bavies and‘ThomasplQ The carbon-oxygen bond
lengths are 1,29 £ ,02 A and 1.24h-2 02 A;'the.latter'is assumed to be
the double bond. The carbon-carbon distance is 1,54 % ,02 A, The
molecule is planar within experimental error and the bond angles are:
[c-C=0=12222° /C-C-0=116%2° and /0=C -0 =122 + 2°,

These values are compared with the results of determinations in the gas

’ phaselfz in Table ITI.

The C = 0 and C = C bond lengths are within experimental error
of those fgund for the monomer and dimer by electron diffractipn,l
however the C = O distance is considerably shorterol This difference
in the C - O bond lepgth has also been found.in formic acid gas and
sélidc5’ll o

These results for the € = 0 and C = O bond lengths are also
within the limits of error assigned to the Davies and Sutherland
results; however their lengths lie outside of the error of our work.

AdJjacent molecules in the-chain are bound together by hydrogen

bonds, Figure 2 shows a section of the chain which is roughly parallel

/ to the {011} plane, Adjaceht molecules in the chain are not.coplaﬁar

or parallel., TFor comparison a .section is shown in Figure 3 of the
formic acid_chain,which is likewise roughly‘parallel to the {Oll}'plane
in that crystal, '

The O - H ,,, O bond distance was found to be 2.61'% .02 A.
Ubbelohde ahd _Gallagherl2 have compiled a list .of oxygen-oxygen
hydrogen bond distances in monécarboxylic acids and this value is
within the range of values reported in their paper.

The C =0 .., H - O angle is 144 = 2° and the ¢ =0 -H ., O
angle is 122 * 2°. Holtzberg, Post, and Fankuchen5 have reported
122 + 1° and 114 + 1° for these two angles in formic acid, The larger
values in acetic acid are probably due to the size of the methyl group

L4 I
which has made an increase in the carbon-carbon intermolecular distance.
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T_abie I1T

Bond Lerigths_ and Angles for Acetic Acid

| Eié ctioﬁ :ﬁi.f_fr‘a_ction , Infr‘arr.‘ed ,_S-pec>t-r{os:co‘py
J, Karle and L, O, Brockwayl M. Pavies and G. B. B. M_._ _,Sutherland.2
- Monomer Dimer Monomer | Dinmer Author

c = 1,24 = ,03 A 1.25 ¢ ,03 A 1.195 A (£ 3%) 1.211 & (x 3%) 1,2k ;oz A
¢ 143 % .03 1,36 .0k 1,298 (+ 3%) 1,285 (+ 39) 1.29 + .02
c - 1.54 % Ok 155&_1 Lok - | - 1,54 + .02
/€ -c=0 113 - 126° 120 # 5° - - 122 + 2°
Jo-c-0 125 - 9°  110°  5° - - 116 + 2°
Zp.= -0 122 - 138° 130  3° - = 122 + 2°
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Aside from the oxygen—oxygen hydrogen bond distance, all other

. intermolecular distances are consistent with van der»Waalshradii. The

shortest‘of these intermolecular distances is a carbon—ogygen distance
‘of 3.47 A between-adjacent”moleoules in the chain, Thieﬁdfetanee is

larger than the sum of the methyl and oxygen van der Waals radii listed -

by Pau_ling;,l3 ’ .

Figure k4 is;a picture of the structure as a whole.
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Fig. 1 [010] projection of acetic acid. Contours are at
' intervals of 1 e/Az.l The zero interval is omitted,
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MU—I2739

Fig, 2 - Acetic acid chain. ILengths are in angstrom units,



18 - . UCRL~36l1

MU- 12740

Fig. 3 ~  Formic acid chain.5 Lengths are in angstrém units.
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Fig. b
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Schematic drawing of acetic acid structure,
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