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Continuous preparation of alkyl esters of
(meth)acrylic acid
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The invention relates to a process for the continuous preparation of
alkyl esters of (meth)acrylic acid by reacting (meth)acrylic acid with
alkanols ha\)ing from 1 to 8 carbon atoms in a homogeneous, liquid,

1s  solvent-free phase at elevated temperature and in the presence of an acid
esterification catalyst.

In esterifications of alkanol with organic acid, typical equilibrium
reactions generally proceed, these reactions being catalyzed by strong
acids and, as typical condensation reactions, leading to elimination of

20 water. The esterification equilibrium is usually shifted in the desired
direction by removal of the water from the reaction mixture. The removal
of the water can be carried out by distillation as constituent of an
azeotrope .comprising the target ester. The continuous removal of the
reaction water from the reaction mixture is then simultaneously

25 accompanied by the separation of the target ester from the reaction
mixture. However, the esterification reaction generally proceeds with the
water being removed continuously from the reaction mixture, but the
major amount of the target ester formed remaining in the reaction
mixture.

30 Examples of esterifications of this type are those in which the
reaction water is distillatively removed by addition of an organic solvent
as azeotropic entrainer. However, (starting) alkanol used in excess can
also serve as such an azeotropic entrainer. Another variant comprises

distillatively removing the water as constituent of a heteroazeotrope of
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addition, the product mixtures generally contain polymerization inhibitors

and possibly constituents from the group consisting of excess alkanol,
excess {meth)acrylic acid, azeotropic entrainers, organic solvents and

10 residual amounts of water. The target ester than has to be separated from
these product mixtures. According to Ullmann’s Encyclopedia of Industrial
Chemistry, Sth edition, Vol. Al, VCH Weinheim, pages 168/169, this
separation is generally carried out by the product mixture first being
washed with water. The acid esterification catalyst and the excess starting

15 acid go from the organic product phase into the aqueous phase and are
thus removed from the product mixture. This separation is normally
completed by further washing with aqueous alkali solution.

Subsequently, the remaining alkanol is, as a rule, first removed from
the remaining organic phase in a first rectification column and the target

20 ester is then separated off in a further rectification column, in each case
via the top of the column.

The disadvantage of such a work-up procedure is, in particular, the
formation of large amounts of greatly contaminated wastewater. In
addition, the starting acid dissolved in the aqueous alkali solution and the

2s  alkanol dissolved therein can generally not be returned directly and
technically simply to the esterification, which causes losses of starting
materiéls.

A water-free work-up process is known, for example, from DE-C-
25 48 561 for the preparation of 2-ethylhexyl acrylate. In the work-up

30 procedure described therein, excess alkanol and excess starting acid are
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separated from the product mixture by distillation via the top of the
column. In a downstream distillation column, the target ester is then
separated by distillation from the bottom product of the preceding
distillation column. The bottom product from which the target ester is

s separated by distillation still contains the acid catalyst of the actual
esterification reaction. In addition, the distillative separation of the target
ester requires high temperatures even at reduced pressure. This leads,
according to our own studies, to dissociation of the compounds formed as
by-products in the actual esterification and having boiling points higher

10 than that of the alkyl ester of (meth)acrylic acid into lower-boiling
constituents, so that the purity of the target ester thus obtained is not
satisfactory.

It is an object of the present invention to provide a process for the
continuous preparation of alkyl esters of (meth)acrylic acid which makes
ts possible not only an optimized yield but also milder reaction conditions
and thus greatly reduced ether formation, less formation of high boilers, a
high space-time yield, an increased flexibility of operation of the plant
and also low capital costs oiving to a minimized number of equipment
items.

20 The object is achieved starting from the known process for the
continuous preparation of alkyl esters of (meth)acrylic acid by reacting
(meth)acrylic acid with alkanols having from 1 to 8 carbon atoms. in a
homogeneous, liquid, solvent-free phase at elevated temperature and in the
presence of an acid esterification catalyst, in which the (meth)acrylic acid,

25 the alkanol and the catalyst are fed to a reaction zone, the water formed
is removed by rectification during a residence time as constituent of a
mixture comprising alkanol in a rectification unit superposed on the _
reaction zone, the distillate obtained is separated into an organic phase
comprising alkanol and an aqueous phase comprising water, the organic

30 phase is essentially completely returned to the rectification unit, the
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20 ester is then separated off in a further rectification colum, in each
case b) returning part of the aqueous phase formed at the top of the

rectification unit III to the rectification unit,
c) feeding the reaction mixture discharged from the reaction zone to a

10 rectification unit I and in this separating the reaction mixture into a

product II comprising the catalyst and a product I comprising the
alkyl ester of (meth)acrylic acid, remaining alkanol and remaining
(meth)acrylic acid, and

d) feeding the product I to a rectification unit and in this separating the

15 alkyl ester of (meth)acrylic acid from the remaining alkanol and from

the remaining (meth)acrylic acid and returning the remaining alkanol
and the remaining (meth)acrylic acid to the reaction zone.

Both here and below, the term rectification unit is used as a general

designation for apparatuses in which heat input generates vapors which

20 rise and are in contact with liquid phase flowing downwards. In general,
these are rectification columns having internal fittings to provide efficient
contact between liquid and vapor. Such internal fittings are trays such as
bubble cap trays, perforated trays, in particular dual flow trays, beds,
packings or the like.

25 To simplify the understanding of the relationships, the various
rectification units are designated by Roman numerals. The various,
specifically described products are also designated in this way.

The reaction zone consists of one or more reaction regions. In the
embodiment of the invention having a plurality of reaction regions, it is

30 advantageous to cascade these. The liquid output stream of one reaction
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descri bed there[n, excess al kanol and excess starting acid are,
region here forms the feed to the downstream reaction region. This can

occur by means of an overflow. If the individual reaction regions are
apparatuses separated from one another, there are, taking capital costs into
consideration, from 2 to 4 of these. If more than one reaction region is

s created within one and the same reactor (e.g. by the use of separating
sheets of metal), the number of reaction regions can also be greater than
4. In the case of a plurality of reaction regions, the vapors are fed to
the reaction regions of a common rectification column whose liquid
outflow advantageously goes into the first reaction region. However, it is

10 also possible and in some cases also advisable to superpose a rectification
unit on each of a plurality of reaction regions and to return the liquid
runback from these rectification units to one or more reaction regions, in
each case advantageously into the preceding reaction region.

If this process is carried out using an alkanol having 4 - 8 carbon
ts atoms, the temperature in the first reaction region is generally 70 -
150°C, preferably 80 - 130°C, and in the last region 100 - 160°C,
preferably 110 - 130°C. The reaction temperature is preferably set in
such a way that it rises along the cascade. The pressure in all reaction
regions is from 100 mbar to atmospheric pressure, preferably 200 mbar -

20 700 mbar. The pressure is advantageously equal in all reaction regions.
The total residence time of the reactants in the reaction regions is
generally 0.25 - 15 hours, preferably 1 - 7 hours, particularly preferably
1.5 - 5 hours. The residence time preferably decreases in successive
reaction regions.

25 As acid esterification catalyst, preference is give to using para-
toluenesulfonic acid. Its content in the reaction zone, based on the
reaction mixture present therein, is advantageously 0.1 - 10 % by weight,
preferably 0.1 - 6 % by weight. Other organic sulfonic acids as
methanesulfonic acid, benzenesulfonic acid, dodecylsulfonic acid and/or

s sulfuric acid can likewise be used. Their amount is equimolar to that of
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equimolar thereto of another organic sulfonic acid and/or sulfuric acid.

In general, both the (meth)acrylic acid and the acid esterification
catalyst are fed directly into the reaction zone. The alkanol to be
esterified is preferably fed into the reaction zone via the rectification unit
Il superposed thereon. This rectification unit III can be a rectification
column of a known construction type, for example having bubble cap
trays or mesh trays. The reaction regions can advantageously consist of
reactors having natural or forced-convection vaporizers.

Depending on the alkanol to be esterified, methods of operation
differing in detail are appropriate and useful. In the reaction of lower
alkanols, the boiling points of the ester and the (meth)acrylic acid are so
close together that they can be separated economically by distillation in |
the rectification unit II only with difficulty.

The esterification of alkanols having more than 4 carbon atoms, in
particular having 8 carbon atoms, in which the boiling points of the ester
and the (meth)acrylic acid are far apart and therefore it is usually not
necessary to feed water as auxiliary forming a low-boiling azeotrope into
the rectification unit I, will be described in more detail by means of the
example of the esterification of 2-ethylhexanol.

In the esterification of 2-ethylhexanol, part of the aqueous phase
obtained at the top of the rectification unit III is returned to this
rectification unit. The product mixture discharged from the reaction zone
is fed to the rectification unit I. The product mixture introduced into the

rectification unit I is in this unit separated into a product I comprising

the 2-ethylhexyl ester of (meth)acrylic acid, remaining 2-ethylhexanol and

remaining (meth)acrylic acid and into a product II comprising the acid
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bottoms of this rectification column and the product I is normally
obtained at the top thereof. Part of the product II is advantageously
returned to the reaction zone, preferably in the first reaction region,
either directly and/or via the rectification unit III. Advantageously, part of

10 the product II is discharged and fed to a distillation unit IV and in this
is separated into a product III comprising 2-ethylhexanol, (meth)acrylic
acid and the 2-ethylhexyl ester of (meth)acrylic acid and a product IV
comprising the acid esterification catalyst and components having boiling
points higher than that of the 2-ethylhexyl ester of (meth)acrylic acid.

s The product Il can then be returned to the rectification unit I and/or
to the reaction zone. Acid esterification catalyst can be separated partially
or completely from the product II and/or the product IV by extraction
with water and the aqueous phase obtained can be partially or completely
returned to the reaction zone. For this extraction, use can be made of

20 part of the aqueous phase formed in the rectification unit III. The product
I taken from the rectification unit I can be fed to the rectification unit II
and in this be separated into a product V comprising remaining 2-
ethylhexanol, (meth)acrylié acid ‘and components having boiling points
lower than 2-ethylhexyl (meth)acrylate, the target ester 2-ethylhexyl

2s  (meth)acrylate and a product VI comprising constituents having boiling
points higher than that of 2-ethylhexyl (meth)acrylate. The product V can
then be returned to the reaction zone, preferably in the second reaction
region, the product VI can be returned to the rectification unit I. The
rectification unit II is advantageously configured as a rectification column.

0  Here, the product V can be separated off in the upper part of the
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(meth)acrylate forned is separated off. The inventive process is
characterized by 5 a) reacting (neth3acrylic acid and al bang@kosssz a
nolar ratio of from 1:0.75 to 1: 2, b) returning part of
t he agueous phase forned at the top of the rectification unit |11
to the rectification unit, c) feeding the reaction m xture

di scharged from the reaction zone to a
rectification column II, the product VI can be taken from the bottom

thereof and the 2-ethylhexyl (meth)acrylate can be taken off in vapor
form at the side in the lower part.
Further details and advantages of the invention may be found in the
s example described with the aid of the drawing.
The drawing shows
in Fig. 1 in a process flow diagram a plant for preparing 2-
ethylhexyl acrylate.
The rectification columns are provided with Roman reference
10 numerals. In addition, in the interests of clarity, the 'product designations,
generally provided with Roman numerals are inserted by names in this
specific example.
The plant shown has three rectification columns I, II, III and a
stirred vessel IV. In addition, it is provided with two esterification
1s reactors 5 and 6 which are connected in series by means of a line 7 and
thus form a reaction cascade. Convection vaporizers 8 and 9 are
connected to the reactors 5 and 6.
The esterification reaction of 2-ethylhexanol and acrylic acid was
carried out in the two-stage esterification cascade consisting of the two
20 reactors 5 and 6, which had equal volumes. Acrylic acid via a line 10
and p-toluenesulfonic acid as catalyst via a line 11 were fed to the
reactor 5 via the convection vaporizer 8. The reaction component 2-
ethylhexanol was fed via a line 12 to the top of a distillation column II
whose lower end was connected via a line 13 to the reactor 5. The'
2s  vapor formed in the esterification in the reactors 5 and 6 and containing
the water of reaction was fed via lines 3 and 14 to the distillation
column III which had 20 bubble cap trays and was operated at a pressure
of 270 mbar. This pressure was maintained by means of a line 15, which
led to a condenser 16, via a line 41 leading to a vacuum pump. The

30 condensate formed in the condenser 16 was separated into two liquid
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convection vaporizer 8. The bottom product discharged from the reactor 5

via line 7 was fed via a further convection vaporizer 9 to the second

reactor 6 in which a temperature of 120°C was set. The second vaporizer

10 9 was configured as a convection vaporizer to ensure a circulated amount
sufficient for mixing the contents of the reactor, despite significantly
lower heat input. Here too, lean air was added as co-stabilizer. Matched
to the decreasing acrylic acid and water concentrations, the second reactor
6 was operated at elevated temperature. The bottom product formed in

1s reactor 6 was discharged through line 21. The entire reaction mixture
discharged, which comprises the target product, i.e. the 2-ethylhexyl
acrylate formed, and all lower-boiling starting materials and by-products,
was conveyed via line 21 and a further convection vaporizer 43 into the
lower part of a rectification column I which was configured as an

20 enrichment column and, being fitted with ten dual flow trays, served to
separate off the high boilers. The target product, namely 2-ethylhexyl
acrylate, and all lower-boiling starting materials and by-products were
discharged via the top through line 23 and, after flowing through a
condenser connected to the vacuum line 41, were fed via line 31 to the

2s top of a pure column II operated as a stripper column.

The column I for separating off the high boilers was operated at a

bottom pressure of 100 mbar and a top pressure of 70 mbar. The

temperature was 150°C.
The bottoms obtained in the column I for separating off high boilers
30 were discharged via a line 28, cooled to 50°C and fed to an extraction
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unit. With addition of part of the esterification water through line 53, the
content of para-toluenesulfonic acid in the organic phase was reduced to
1.5 %, which is optimal for the separation. The water stream produced,
which was loaded with up to 30 % of para-toluenesulfonic acid, was
taken off through line 54, the organic phase was taken off through line
55 and fed to a distillation unit IV. In this, the product. still present was
first vaporized batchwise at 180°C and a pressure of 60 mbar. '
Subsequently, the residue having a high content of p-toluenesulfonic acid
and oxy-esters was cracked to give starting materials, tuarget product,
water and the octenes formed as by-product. The combined top product
from the cracking step was taken off via line 25, liquefied and returned
via line 39 to the bottom of the high-boiler separation. The remaining
viscous residue was taken off through line 40 and disposed of in a
residue incineration facility.

- From the product fed via line 31 to the top of the pure column II,
the starting materials and relatively low-boiling secondary components still
present were taken off via line 32 and fed to a condenser 33. The
condensate formed here was returned via line 48 to the second stage 6 of
the esterification cascade. The liquid phase of the column II was heated
by means of a convection vaporizer 44 similar to those used in the
esterification.

The pure product 2-ethylhexyl acrylate was taken off in vapor form

via line 36 and fed via a trickle-type demister to the condenser 37 in

order to avoid color number problems and to make possible the change
in stabilization of the product from phenothiazine as process inhibitor to
hydroquinone monomethyl ether as storage stabilizer. The pure product
was discharged via line 38 and the storage stabilizer was fed in via line
39. The phenothiazine used as process inhibitor was fed via line 49 to
the tops of the rectification columns I, II, III.

In the following, a description will now be given of a specific
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of the react ages cblﬂnﬁlhel‘lfee@?érhﬁﬁg [pRENs@RS wa$ 270 mb8€NEbAvecYiof. Viporizédrs hour s,
preferably 1 - 7 hours, particularly preferably 1.5 - 5 hours. The

resi dence ti mweps aisest fon Yieatingr thes esterification ciegetpsse At a residence time of 4
hours, acrylic acid was reacted with 2-ethylhexanol in the stoichiometric

ratio with addition of 1.5 % by weight of aqueous p-toluenesulfonic acid
10 solution and continuous removal by distillation of the water of reaction
formed, to give 2-ethylhexyl acrylate (EHA). The temperature in the first
esterification reactor 5 was 110°C, in the second esterification reactor 6
the temperature was 120°C. In the discharge from the first reactor 5, an
EHA concentration of 70 % by weight was achieved, and a concentration
15 of 82 % by weight was achieved in the discharge of the second reactor
6. Low-boiling secondary components (mainly octenes formed in the
cracking step) were concentrated in the top of the esterification column
III to such an extent that the waste stream taken off via line 45 |
contained only < 10 % of components of value, i.e. 2-ethylhexanol and
20 2-ethylhexyl acrylate. By means of aqueous column runback, two liquid
phases were generated over the entire column height. This enabled the
acrylic acid concentration at the top of the column to be reduced to <
100 ppm. The water of esterification formed in a stoichiometric amount
contained about 1.5 % of organic compounds (mainly 2-ethylhexanol and
25 octenes) at equilibrium.
The esterification product through line 21 was freed of the catalyst
acid and the high boilers formed in a laboratory column I having a
diameter of SO mm and 10 dual flow trays and fitted with a convection
vaporizer and heat exchanger. 5 % of the raw ester flowing in was, at a -
30 reflux ratio of 0.5, taken from the bottom of the column as high-boiler
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discharge and fed via an extraction stage to the cracking step; the
remainder was taken off as top product free of high boilers (oxyesters <
10 ppm). The feed was directly into the bottom of the column and the
column I was operated as a pure enrichment column. At a pressure at

s the top of 80 mbar, a maximum bottom temperature of 150°C could be
maintained. The top product free of high boilers was, ir! a. laboratory
column II having a diameter of 50 mm and fitted with 25 dual flow
trays, sepzix;ated into a top fraction containing the starting materials acrylic
acid and 2-ethylhexanol and also 50 % by weight of 2-ethylhexyl acrylate

10 and the pure product at a pressure at the top of 80 mbar and a
maximum bottom temperature of 140°C. The top fraction was returned to
the second esterification reactor 6. The pure product was taken off in
vapor form, free of high boilers and process stabilizers, from the column
bottoms which were heated by means of a conveétion vaporizer and was

15 liquefied in a condenser regulated by inert blanketing. This achieved a
content of > 99.8 % by weight of 2-ethylhexyl acrylate. Accumulation of
high-boiling trace components in the column bottoms was prevented by a
liquid bottom bleed into the bottom of the high-boiler separation of 2 %
of the liquid flowing to the laboratory column II. The bottom product

20 from the high-boiler separation was, after partial extraction of the catalyst
acid using water, evaporated at 60 mbar and a maximum temperature of
180°C in a cracking vessel IV, which was operated Batchwise, to 20 %
of its original mass. The residue formed contained, apart from the
catalyst acid p-toluenesulfonic acid, a high concentration of high boilers

2s  which could not be cracked and vaporized. This residue could not be
further utilized in the process and was taken off. The top product
consisting to the extent of 80 % of EHA, from 10 to 12 % of octenes
and acrylic acid, water and 2-ethylhexanol was precipitated in a heat
exchanger and returned to the bottom of the high-boiler separation.

30 In continuoﬁs, steady-state operation of this experimental plant, a




par a- t ol uenesul foni c aci d. Corresponding mixtures are al sdhis@hest Bis@een Replaced
content of catalytically active acid in the |iquid phase of ma III m”IJ II
t

rectification unit I, based on the m xture present

advant ageously be from 2.5 to 50 % by wei ght of para-toluenesulfonic
acid or an anount 5 equinolar theretol3of another organi c sud.bmedssrzaci d
and/ or sulfuric acid. In general, both the (neth)acrylic acid
and the acid esterification catal yst are fed directly into the
reacti on zone. The al kanol to be esterified is preferably fed into
the reaction zone via the rectification unit |1l superposed thereon.

This rectificati¢ldnofuflBt % based aon istarting guaterials avasoable1® be cdchraveds Qalxnown
construction , rex | e _havin ubbl e, cap rays or mesh trays.
The reaction ?elgf? o‘?ﬁs&faﬁag@gaﬁ?g@@kug Y6t ilg“? ko by-pro&ucf%act ors having
natural or forcedThe®RBiizeP SolutdAr hse@l Was 2 2 % sueng@?}gﬂémmnﬁn the

|

al kanol to be esterified, nmethods of operation fering in detail
are appropri atselution igsfethylhexanel)avhiolh wasoin each caser metered dntoaths $op t he

Coget her ¢ fiat SPRSE % L ignaval coiorSi aieees 1, Sn pouduat i 160 g © O
the rectificabhud A the |fespedtive \iedd) s@tednh | ¥UtHeY stage. All natural "€nvection
esterification of alkanols having nore than 4 cafbon atons, in

vaporizers were exposed to air as costabilizer.

A particular advantage of the above-described process is the
separation of all high-boiling secondary components and particularly the

10 catalyst from the esterification product in column I. This reliably avoids
redissociation of the high boilers and/or the target product in the liquid
phase of the pure column II into starting materials and thus contamination
of the pure product with low-boiling dissociation products and particularly
acrylic acid.

15 If, as is customary in conventional processes, the components having
boiling points lower than that of the target ester (in particular acrylic acid
and starting alkanol) are first separated from the esterification product, it
is not possible, owing to the dissociation reactions then occurring in the |
liquid phase of the pure column in the presence of catalyst and high

20 boilers, to obtain pure product free of low boilers and particularly acrylic
acid, as was demonstrated by the example described below:

Esterification product taken from line 21 was first freed of all
secondary components having boiling points lower than that of the target
ester and also of the starting materials acrylic acid and 2-ethylhexanol in

2s column I. The raw ester which was free of low boilers but contaminated
with high boilers and particularly the catalyst was then taken from the
bottom of column I and rectified in a laboratory column having a
diameter of 50 mm and fitted with 25 dual flow trays at a reflux ratio
of 2. The raw ester taken off at the top of this column was contaminated

30 with 1400 ppm of acrylic acid, although the raw ester fed in was free of




part-i cul ar having 8 carbon atoms, in which the boili ng ioﬂm%mﬂastmmmla&rd

200 and the (neth)acrylic acid are far apart and thergfor l,d“m, ﬂmy
scri I'n

not necessary to feed water as auxili ary form ng

azeotrope into the rectification unit I, wll

detail by neans of the exanple of thg .esterlflcatlon of 0.z cosorass72

2- et hyl hexanol . In the esterification of 2-ethylhexanol, part of
t he agueous phase 25 obtained at the top of the rectification unit Il is
returned to this rectification unit. The product m xture di scharged
fromthe reaction zone Is fed to the rectification unit I. The product
m xture introdgcdit acidp itehehe acryliceaciif fouad i inntheniatget éseeri couldicnlyini t

(et hyacryl | o H4e CRrRPL i RES BF oBHFiAESRTSACtRRs iB0ME, Wl rawge of the
(meth)acrylic Qi 2Adwed? RnvaFYE thd lacHARPLE B9 distRadéi ds not
possible when the pure ester is obtained as top product, since acrylic acid
s is a low boiler in comparison with the target ester.

From the above-described experimental results and further studies, it
was able to be deduced that it is advantageous to operate the two
esterification reactors 5 and 6 at pressures of from 180 to 500 mbar,
preferably from 180 to 350 mbar. The temperature in the first reactor 5

10 can be from 80 to 120°C, in the second reactor 6 from 100 to 140°C.
As catalyst for the esterification reaction in the reactors 5 and 6, acid
catalysts, in particular organic sulfonic acids and here especially p-
toluenesulfonic acid in an amount of from 0.1 to 4 % by weight,
preferably from 0.5 to 2 % by weight, have been found to be

15 particularly advantageous.

The residence time of (meth)acrylic acid and alkanol in the reactors
is from 0.5 to 8 hours, preferably from 1 to 6 hours. From the raw
ester fed through line 21 to the rectification column I an amount of <
10 % by weight, preferébly < 5 % by weight, can, at a reflux ratio of

20 0.5, be taken from the bottom of the column as a high-boiler bleed and
fed via an extraction stage to the cracking step. The pressure at the top
of the column I can be from 50 to 400 mbar, preferably < 120 mbar.
The maximum bottom temperature of this column is preferably < 150°C.
The top product of column I, which was free of high boilers and was

2s fed via line 31 to column II, can be processed there at a pressure at the
top of from 50 to 400 mbar, preferably at a pressure of < 120 mbar,
and at a bottom temperature of < 140°C. With optimum setting of the
abovementioned values, it is possible to take off, through line 36, a
product containing > 99.8 % by weight of pure product, in the case of

30 the example of 2-ethylhexyl acrylate.




esterification catalyst and conponents having boiling poi ntThisBh -
t'he 2- et hyl hexyl ester of (neth)acryl ig aci d. I%elroe, th @hﬁ_’sBEéﬂ%@pmﬁd
unit | used i s advant ageously again a rectification cﬂm luwimm .
product m xture di scharged fromthe reaction zone is I o -
this rectification 5 colum in the lower part. The product Il is 3
normal |y obtained fromthe bott ons 18f thi's rectificati off2IBP4HH and
the product | is normally obtained at the top thereof. Part of the
product |1 is advantageously returned to the reaction zone,
preferably in the first reaction region, either directly and/or via

the rectificatyon.upit 111 . Adyantageously, part of 10 r NS
di schar ged anhiﬁ‘%‘j %‘egg%ﬁegfqhﬁﬁat ion unit IV and i tg@l Jﬁﬁ]ﬁr)pé??uﬁggr at ed
into a product 111 conprising 2-ethyl hexanol, (et El)\I 9?59;6365 @?‘3 and
the 2-ethyl hexyl ester of (meth)acrylic acid and a product |V

5 We claim:

1. A process for the continuous preparation of alkyl esters of
(meth)acrylic acid by reacting (meth)acrylic acid with alkanols having
from 1 to 8 carbon atoms in a homogeneous, liquid, solvent-free phase at
10 elevated temperature and in the presence of an acid esterification catalyst,
in which the (meth)acrylic acid, the alkanol and the catalyst are fed to a
reaction zone, the water formed is removed by rectification during a
residence time as constituent of a mixture comprising alkanol in a
rectification unit superposed on the reaction zone, the distillate obtained is
15 separated into an organic phase comprising alkanol and an aqueous phase
comprising water, the organic phase is essentially completely returned to
the rectification unit, the reaction mixture is discharged from the reaction
zone and conveyed into a distillative separation zone comprising further
rectification units and in the latter the alkyl (meth)acrylate formed is

20 - separated off, wherein

a) (meth)acrylic acid and alkanol are reacted in a molar ratio of from

1:0.75 to 1:2,

25 b) part of the aqueous phase obtained at the tdp of the rectification unit
(II) is returned to the rectification unit,

c) the reaction mixture discharged from the reaction zone is fed to a
further rectification unit (I) and in this the reaction mixture is

30 separated into a product (II) comprising the catalyst and a product (I)
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conprising the acid esterification catal yst and conponents Rgisha: 1QBkdnRgplaced

points higher than that of the 2-ethyl hexyl ester of (meth)ac

The product Il can then be returned to the rectification uni mlam mmm
to the reaction zone. Acid esterification catalyst can be sep

partially or conpletely fromthe product Il and/or the product |V by :
extraction wth water and the aqueo‘u’s6 ‘phase obt ai ned can®Fe®P4f¥? ally
or conpletely returned to the reaction zone. For this extraction, use
can be made of 20 part of the aqueous phase fornmed in the rectification
unit 111. The product I taken fromthe rectification unit | can be fed

to the rectification unit nd in this he separated.intg a product V
conpr i ng.  enmi riping dhe sl eshRlof Bbiarollf, 3ER PR kgl
conponent s havi ngadiPrdrh4iHingO(héth)acrylic J,@averana han 2-et hyl hexyl
(meth)acrylate, the target ester 2-‘ethyl exyI 25 (neth)acrylate and a
product VI conprising constituents having b0| ling poi nt s h| gher t han

that of 2-ethy) hexyl th te
Ferurned to i rEECRToBREURdS tef ofch oo Fretifkeaot Bl (i B, 28
region, theg produge é{kylcesiexbafr(ﬁieunﬁﬁ?u& Qcld % s&aratkd Gt?émome%tﬂalﬂm The

rectlflcatlon uni t | s advantageously configured as a rectlflcatlon
colum. 30 Her e,alkaml pandd from thmaemtlalnge(mcth)aewmf écid andhtheupgmeainingr t  of
t he

alkanol and the remaining (meth)acrylic acid are returned to the

reaction zone.

0 2. A prbcess as claimed in claim 1, wherein the reaction zone
comprises a cascade of at least two reaction regions connected in series
and the product stream of one reaction region forms a feed stream of a
downstream reaction region, and wherein the cascade comprises especially
from 2 to 4 reaction regions separated in space from one another.

15
3. A process as claimed in claim 2, wherein the temperature in the first
reaction region is 70 - 150°C, preferably 80 - 130°C, and in the last
region is 100 - 160°C, preferably 110 - 130°C, and rises along the

cascade.

4. A process as claimed in claim 2, wherein the pressure in all reaction
regions is from 100 mbar to atmospheric pressure, preferably from 200

mbar to 700 mbar, and is the same in all reaction regions.

2s 5. A process as claimed in claim 1, wherein the total residence time of
the reactants in the reaction regions is from 0.25 to 15 hours, preferably
from 1 to 7 hours, particularly preferably from 2 to 5 hours, and

wherein especially the residence time decreases in successive reaction

W

regions.

3

(=]




-8 - rectification colum || , the product VI cantRgsi.ake e
bott om t hereof and the 2-ethyl hexyl (neth)acrylatg c Packh ROJabdY
i n vapor format the side in the |lower part. [Im mma

details and advantages of the invention may be found infth I

described wth the aid of the draw ng. The draw ng shows
in Fig. 1 in a process flow diagram a pl-ddt for preparing 2- 02 0050/46572

6. A process as claimed in claim 1, wherein the rising vapors from the
reaction regions are fed to the rectification unit (III) whose liquid runback

is returned only to the first reaction region.

s 7. A process as claimed in claim .1, wherein the catalyst used is para-
toluenesulfonic acid and/or other organic sulfonic acids such as
methanesulfonic acid, benzenesulfonic acid, dodecylbenzenesulfonic acid
and/or sulfuric acid, and wherein the content of catalytically active acid
in the reaction zone, based on the reaction mixture present therein, is

10 from 0.1 to 10 % by weight, preferably from 0.1 to 6 % by weight, of
para-toluenesulfonic acid, or an amount equimolar thereto of organic
sulfonic acid and/or sulfuric acid, and wherein the content of catalytically
aqtive acid in the liquid phase of the rectification unit I, based on the
mixture present therein, is from 2.5 to 50 % by weight of para-

15 toluenesulfonic acid or an amount equimolar thereto of another organic

sulfonic acid and/or sulfuric acid.

8. A process as claimed in claim 1, wherein the alkanol to be esterified
is 2-ethylhexanol, both the (meth)acrylic acid and the catalyst are fed
20 directly to the reaction zone, and the starting alkanol to be esterified is

fed to the reaction zone via the rectification unit (IH).

9. A process as claimed in claim 1, wherein the rectification unit (III)
is a rectification column, and the reaction regions comprise reactors with

25 convection vaporizers.

10. A process as claimed in claim 8, wherein the product mixture
introduced into the rectification unit (I) is, in the rectification unit (I),
separated into a product (I) comprising the 2-ethylhexyl ester of

30 (meth)acrylic acid, remaining 2-ethylhexanol and remaining (meth)acrylic

O o
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et hyl hexyl acryl ate. | The rectification col ums a%irﬂﬁaxﬁsehm plabe

Roman reference 10 nunerals. In addition, in the interest N‘w Mkm

t he product designations, general ly prOV|ded W th Ro

inserted by nanmes in this speci fic exanple.

has three rectification colums I, II, Ilk and a stlrreg VS % | V.
In addition, it is provided with two esterification reactors and 6
whi ch are connected in series by neans of a line 7 and thus forma
reacti on cascade. Convection vaporizers 8 and 9 are connected to the
reactors 5 and 6. The esterification reaction of 2-ethyl hexano

and acrylic ag Os8m ation
cascade consi stzl ng o thae F5ti'§\i/i)ﬂd§e(‘il[)r eac;%ribxﬁsé" %ﬂa@gﬁﬁ? ?ﬁhﬁ’gg&éﬁum
vol unes. Acr ylhagingcbailing aoints ilighet Othan thataofl tipe Redthydhexylidstemi of aci d as

catalyst via a line 11 were fed to the reactor 5 via the convection
vapori zer 8. TmetyacssyliG 3aideonponent 2- et hyl hexanol was fed via a line
12 to the top of a distillation colum 111 whose | ower end was

connected via a line 13 to the reactor 5. The 25 vapor fornmed in the
esterificati onli nAtprecessass ohiméd damctlfimari0, oherein rthe grectificationeunit(Br  of
reaction was fls? g }/elc?lﬁizat?o%s cg’lufarllrrlld a thtaie()paxt'orzi%ctd Infi;[ctlulnl. adxscﬁarged from the

reaction zone is fed to the lower part of the rectification column (I), the

product (I) is obtained at the bottom of the rectification column (D and

the product (I) is obtained at the top of the rectification column (I), and

10 wherein part of the product (I) is returned to the reaction zone,
preferably in the first reaction region, either directly and/or via the

rectification unit (II).

12. A process as claimed in claim 11, wherein part of the product (II)

15 is discharged and fed to a distillation unit (IV) and in this is separated
into a product (II) comprising 2-ethylhexanol, (meth)acrylic acid and the
2-ethylhexyl ester of (meth)acr'ylic acid and a product (IV) comprising the
catalyst and components having boiling points higher than that of the 2-
ethylhexyl ester of (meth)acrylic acid, wherein the product (III) is

20 returned to the rectification unit (I) and/or the reaction zone, wherein
catalyst is separated from the product (II) and/or the product (IV) by
extraction with water and the aqueous phase obtained is returned to the
reaction zone, and wherein the extraction is carried out using part of the

aqueous phase obtained in the rectification unit (iII).

13. A process as claimed in claim 12, wherein the product (I) taken
from the rectification unit (I) is fed to a rectification unit (II) and in this
is separated into a product (V) comprising remaining 2-ethylhexanoi,
(meth)acrylic acid and components having boiling points lower than that
30 of 2-ethylhexyl (meth)acrylate, 2-ethylhexyl (meth)acrylate and a product

) 0 O LA




of 270 nmbar. This pressure was naintained by means of a line

led to a condenser 16, via a line 41 leading to a vacuum pu

condensate forned in the condenser 16 was separated into tvvo

REPLACEMENT SHEET

phases in the separator 17. Cctenes separlgt ed off were di schaf’éeﬂsoﬁf?zough
line 45. Water of reaction was discharged through the |Iine 46.

colum I11 which had 20 bubble cap trays and was operated aﬂhaswe%Eﬁ]mRepla g
’ ”CC

(VD) having a boiling point higher than that of 2-ethylhexyl
(meth)acrylate.

14. A process as claimed in claim 13, wherein the product (V) is
s returned to the reaction zone, preferably in the second reaction region,
wherein the product (VI) is returned to the rectification unit (I), wherein
the rectification unit (II) is a rectification colunin (II), and wherein the
product (V) is separated off in the upper part of the rectification column
(ID, the product (VI) is taken from the bottom of the rectification column
10 (1) and the 2-cthylhexyl (meth)acrylate is taken off in vapor form at the

side in the lower part of the rectification column (II).

15. A process as claimed in claim 1, wherein part of the organic phase
obtained in the rectification unit (II) is discharged to bleed off low-
15 boiling by-products. '




Since the starting materials were fed at ambient tenperature to the
reactor 5 and a | arge anmount of water is fornmed in the Tlea'iiltsqtﬁasBeen

heat input into the first reactor 5 is necessary for t|
tenperature of 110[err]C. This nmakes possible the use of

convection vaporizer 8. The bottom produgt discharged fron1 e re

via line 7 was fed via a further convect’ion vaporizer 9 to the~second
reactor 6 in which a tenperature of 120[err] C was set. The second vapori zer
10 9 was configured as a convection vaporizer to ensure a circul ated

anount sufficient for mixing the contents of the reactor, despite
significantly h nput. Here too, lean air

co-stabilizer BAY&;:[ &@%\ﬁgeseﬁﬁb%ﬁt he decreasi ng acryl ‘«%gqud @7
concentrations, the second reactor 6 was oper a*é@qg? g’te Ts
tenperature. The bottom product fornmed in 15 reactor 6 was di scharged
through line 21. The entire reaction m xture di scharged, which
conprises the target product, i.e. the 2-ethyl hexyl acryl ate forned,
and all loger-boiling starting nateri aAbstract by- product s, was conveyed
via line 21 and a further convection vaporizer 43 into the " lower part
of a rectification colum | which was configured as an 20 enrichnent
colum and, being fitted with ten dual flow trays, served to separate

off the high boilers. The target product, nanely 2-ethyl hexyl
In a process for the continuous preparation of alkyl esters of

(meth)acrylic acid by reacting (meth)acrylic acid with alkanols having

10 from 1 to 8 carbon atoms in a homogeneous, liquid, solvent-free phase at
elevated temperature and in the presence of an acid esterification catalyst,
in which the (meth)acrylic acid, the alkanol and the acid catalyst are fed
to a reaction zone, the water formed is removed by rectification during a
residence time as constituent of a mixture comprising starting alkanol in a

1s  rectification unit (IIT) superposed on the reaction zone, the distillate
obtained is separated into an organic phase comprising alkanol and an
aqueous phase comprising water, the organic phase is essentially
completely returned to the rectification unit (III), the reaction mixture is
discharged from the reaction zone and conveyed into a distillative

20 separation zone comprising further rectification units and in the latter the

alkyl (meth)acrylate formed is separated off.

a) (Meth)acrylic acid and alkanol are reacted in a molar ratio of from
1:0.75 to 1:2, b) part of the aqueous phase obtained at the top of the

25 rectification unit (III) is returned to the rectiﬁcation unit, ¢) the reaction
mixture discharged from the reaction zone is fed to a further rectification
unit (I) and in this the reaction mixture is separated into a product (II)
comprising the catalyst and a product (I) comprising the alkyl ester of
(meth)acrylic acid, remaining alkanol and remaining (meth)acrylic acid,

30 and d) the product (I) is fed to a further rectification unit (II) and in this




acrylate, and all lower-boiling starting materials and by-products were
di scharged via the top through |ine 23 and, after flow E%lsﬁﬁCt%s ceg Keplaced
Hi

condenser connected to the vacuumline 41, were fed via lmn ﬂ[mjﬂ 25
top of a pure colum Il operated as a stripper colum. um
| for separating off the high boilers wa loperat ed at a bgtztogga)48;2essure
of 100 nbar and a top pressure of 70 nbar® "The t enper at ur €-was

150[err] C. The bottons obtained in the columm | for separating off

high boilers 30 were discharged via a line 28, cooled to 50[err]C and fed
to an extraction

the alkyl ester of (meth)acrylic acid is separated from the remaining
alkanol and from the remaining (meth)acrylic acid and the remaining
alkanol and the remaining (meth)acrylic acid are returned to the reaction

Zone.




unit. Wth addition of part of the esterification water t hrough |ine 53,
the content of para-tol uenesul fonlmsgﬁdeﬂ{abBemBeplwp@am ¢ phase was

£ llischaPt %0 Which is qpii rral ti om.2.00%0/MMa522
TS Akt fnesellsc M“ OfNAE199506 36
g i ne6 S5Febt hd 986 gani ¢

strean1produced whi ch was Ioaded

par a-t ol uenesul fonic acid, was t aken

phase was taken off through |ine 55 and fed to a distillation unit
V. In this, the product still present was first vaporized batchw se
at 180[err]C and a pressure of 60 nbar. Subsequently, the residue
havi ng a hi gh content of p-toluenesul fonic acid and oxy-esters was
cracked to give startigg matfr' als, tuarget pro3ug, 10 watep &nd the
octenes formed as by-piRoduc he combi ned top gpluct fr®}t he
cracking step was tak of f ling 25, i and returned Vi a
line 39 to the bottom ¢f th 2 '

vi scous residue was taken of

resi due incineration ffteH-H' :
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predent were taken off via line 32 and fed t &{FobR4STsST 3p~—~Fhe
condensate formed here was returned via line 48 to the secohdiERag
t he estgrhfication cascade. The liquid phase of the colum {l | at' e
by nean$ of a convection vaporizer 44 simlar to those used ifn fge
esterification. The pure product 2-ethyl hexyl acyyljat’e mg§7UBEEn
off in vapor form via line 36 and féd via a trickle-t L.sfer to
t he condenser 37 in order to avoid col or nunber problfens and to nma
possi bl e the change 25 in stabilization of the product from pte Lazi
as process inhibitor to hydr oqui none nononet hyl ether as storage
stabilizer. The pure product was di scharged via line 38 and the
storage stabilizer was fed in via line 39. The phenot hi azi ne used as
process inhibitor was fed via line 49 to the tops of the rectification
colums I, I, I'll. 30 In the follow ng, a description wll now be

gi ven of % specific

Continuous preparation of alkyl esters of
(meth)acrylic acid

10

The invention relates to a process for the continuous preparation of
alkyl esters of (meth)acrylic acid by reacting (meth)acrylic acid with
alkanols having from 1 to 8 carbon atoms in a homogeneous, liquid,

is  solvent-free phase at elevated temperature and in the presence of an acid
esterification catalyst.

In esterifications of alkanol with organic acid, typical equilibrium
reactions generally proceed, these reactions being catalyzed by strong
acids and, as typical condensation reactions, leading to elimination of

20 water. The esterification equilibrium is usually shifted in the desired
direction by removal of the water from the reaction mixture. The removal
of the water can be carried out by distillation as constituent of an
azeotrope comprising the target ester. The continuous removal of the
reaction water from the reaction mixture is then simultaneously

25 accompanied by the separation of the target ester from the reaction
mixture. However, the esterification reaction generally proceeds with the
water being removed continuously from the reaction mixture, but the
major amount of the target ester formed remaining in the reaction
mixture.

30 Examples of esterifications of this type are those in which the
reaction water is distillatively removed by addition of an organic solvent
as azeotropic entrainer. However, (starting) alkanol used in excess can
also serve as such an azeotropic entrainer. Another variant comprises

distillatively removing the water as constituent of a- heteroazeotrope of



exanpl e which has been carried out using an experinental apparatus as
shown in the drawing. In this exanple, use was nmade of AERAL ST
esterification reactors 5 and 6 each having a utilizabl Vﬁ?m%,i%fSléEET
and superposed by a glass tray colum having a diareter of 50 nmiard
5 equipped with 20 bubble cap trays and a phase separatjor at 5t WYt oBhﬁ
the columm. The operating pressure was 270 nbar. Convectji dn_vaporizers .
were used for heating the esterification reactors. At a|residence tine of |4
hours, acrylic acid was reacted with 2-ethyl hexanol in tjhe stoichionetric
ratio with addition of 1.5 % by wei ght of aqueous p-tol uenesul fonic acid

10 solution and continuoys renoval by distillation, of the water of
reaction target esreralkapplgyarer, owith niie nesgpnic aphase Aedng essentialihe ¢ enperature

in the Tirst completely returned to the esterification.

The product mixtures formed in such esterifications contain essentially
the alkyl (meth)acrylate formed, the acid esterification catalyst and by-

s products formed in the course of the esterification and having boiling
points higher than that of the alkyl ester of (meth)acrylic acid. In
addition, the product mixtures generally contain polymerization inhibitors
and possibly constituents from the group consisting of excess alkanol,
excess (meth)acrylic acid, azeotropic entrainers, organic solvents and

10 residual amounts of water. The target ester than has to be separated from
these product mixtures. According to Ullmann’s Encyclopedia of Industrial
Chemistry, Sth edition, Vol. Al, VCH Weinheim, pages 168/169, this
separation is generally carried out by the product mixture first being
washed with water. The acid esterification catalyst and the excess starting

ts acid go from the organic product phase into the aqueous phase and are
thus removed from the product mixture. This separation is normally
completed by further washing with aqueous alkali solution.

Subsequently, the remaining alkanol is, as a rule, first removed from
the remaining organic phase in a first rectification column and the target

20 ester is then separated off in a further rectification column, in each case

' via the top of the column.

The disadvantage of such a work-up procedure is, in particular, the
formation of large amounts of greatly contaminated wastewater. In
addition, the starting acid dissolved in the aqueous alkali solution and the

2s  alkanol dissolved therein can generally not be returned directly and
technically simply to the esterification, which causes losses of starting
materials.

A water-free work-up process is known, for example, from DE-C-
25 48 561 for the preparation of 2-ethylhexyl acrylate. In the work-up

30 procedure described therein, excess alkanol and excess starting acid are



esterification reactor 5 was 110[err]C, in the second esterjfication
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t he second reactor 6. Low boiling secondary conpo

octenes forned in the cracki ng ste‘ﬁ)‘ were concentfjated_in the topl o
the esterification colum 1l to such an extent tjhat the waste strepm
taken off via line 45 contai ned only < 10 % of conperenis.of val ue |

I .e. 2-ethyl hexanol and 20 2-ethylhexyl acrylate. By neans of aqueous
col um runback, t I qui d hases re.generated over the entire

col um hei ghts.epﬁ}[e@ bﬁ&bld@ed pf‘ﬁié‘cp mxxmég\rl& ﬁts%ﬁéﬁ'%ﬂ SO S fomOf Jhe at the top
of the col unTedlgmRE If @ddERHstkeAnt distillatid® Lo, HaCrapgdCestdl isCleRr | f 1 cation
formed in a stoichionetric anmount contai ned about 1.5 % of organic
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The 5t e 1 Loqhitop aHeh, TR HSbel A5t 48, HERuRl bl koY
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vapori zer and heat exchanger. 5 % of the raw ester ‘flowng in was, at a 30
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ester requires high temperatures even at reduced pressure. This leads,
according to our own studies, to dissociation of the compounds formed as
by-products in the actual esterification and having boiling points higher
10 than that of the alkyl ester of (meth)acrylic acid.into lower-boiling
constituents, so that the purity of the target ester thus obtained is not
satisfactory.
It is an object of the present invention to provide a process for the
continuous preparation of alkyl esters of (meth)acrylic acid which makes
15 possible not only an optimized yield but also milder reaction conditions
and thus greatly reduced ether formation, less formation of high boilers, a
high space-time yield, an increased flexibility of operation of the plant
and also low capital costs owing to a minimized number of equipment
items.
20 The object is achieved starting from the known process for the
~continuous preparation of alkyl esters of (meth)acrylic acid by reacting
(meth)acrylic acid with alkanols having from 1 to 8 carbon atoms in a
homogeneous, liquid, solvent—free phase at elevated temperature and in the
presence of an acid esterification catalyst, in which the (meth)acrylic acid,
2s  the alkanol and the catalyst are fed to a reaction zone, the water formed
is removed by rectification during a residence time as constituent of a
mixture comprising alkanol in a rectification unit superposed on the
reaction zone, the distillate obtained is separated into an organic phase
comprising alkanol and an aqueous phase comprising water, the organic

30 phase is essentially completely returned to the rectification unit, the



di scharge and fed via an extraction stage to the cracking step:; the

r‘emai nder was taken off as top product free of high boilers h@#%ﬂg}ﬁﬂ §HEET

10 ppm. The feed was directly into the bottom of the col unn

colum | was operated as a pure enrichnment colum. At a prdgs &1 %

the top of 80 nmbar, a maxi num bottomterrperature of 150[err] Cbl5| e 1957
| agratory

mai nt ai ned. The top product free of hi gh boilers was, in a

reaction mixture is discharged from the reaction zone and conveyed into a

distillative separation zone comprising further rectification units and in the

latter the alky! (meth)acrylate formed is separated off.

The inventive process is characterized by

s a) reacting (méth)acrylic- acid and alkanol in a molar ratio of from

1:0.75 to 1:2,

b) returning part of the aqueous phase formed at the top of the
rectification unit III to the rectification unit,

c) feeding the reaction mixture discharged from the reaction zone to a

10 rectification unit I and in this separating the reaction mixture into a

product II comprising the catalyst and a product I comprising the
alkyl ester of (meth)acrylic acid, remaining alkanol and remaining
(meth)acrylic acid, and

d) feeding the product I to a rectification unit and in this separating the

is alkyl ester of (meth)acrylic acid from the remaining alkanol and from

the remaining (meth)acrylic acid and returning the remaining alkanol
and the remaining_ (meth)acrylic acid to the reaction zone.

Both here and below, the term rectification unit is used as a general

designation for apparatuses in which heat input generates vapors which

20 rise and are in contact with liquid phase flowing downwards. In genéral,
these are rectification columns having internal fittings to provide efficient
contact between liquid and vapor. Such internal fittings are trays such as
bubble cap trays, perforated trays, in particular dual flow trays, beds,
packings or the like.

25 To simplify the understanding of the relationships, the various
rectification units are designated by Roman numerals. The various,
specifically described products are also designated in this way.

The reaction zone consists of one or more reaction regions. In the
embodiment .of the invention having a plurality of reaction regions, it is

30 advantageous to cascade these. The liquid output stream of one reaction
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the reaction regions of a common rectification column whose liquid

outflow advantageously goes into the first reaction region. However, it is

10 also possible and in some cases also advisable to superpose a rectification
unit on each of a plurality of reaction regions and to return the liquid -
runback from these rectification units to one or more reaction regions, in
éach case advantageously into the preceding reaction region.

If this process is carried out using an alkanol having 4 - 8 carbon
ts atoms, the temperature in the first reaction region is generally 70 -
150°C, preferably 80 - 130°C, and in the last region 100 - 160°C,
preferably 110 - 130°C. The reaction temperature is preferably set in
such a way that it rises along the cascade. The pressure in all reaction
regions is from 100 mbar to atmospheric pressure, preferably 200 mbar -

20 700 mbar. The pressure is advantageously equal in all reaction regions.

" The total residence time of the reactants in the reaction regions is
generally 0.25 - 15 hours, preferably 1 - 7 hours, particularly preferably
1.5 - 5 hours. The residence time preferably decreases in successive
reaction regions.

25 As acid esterification catalyst, preference is give to using para-
toluenesulfonic acid. Its content in the reaction zone, based on the
reaction mixture present therein, is advantageously 0.1 - 10 % by weight,
preferably 0.1 - 6 % by weight. Other organic sulfonic acids as
mer.hanesﬁlfonic acid, benzenesulfonic acid, dodecylsulfonic acid and/or

" 30 sulfuric acid can likewise be used. Their amount is equimolar to that of
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para-toluenesulfonic acid. Corresponding mixtures are also possible. The
content of catalytically active acid in the liquid phase of the rectification
unit I, based on the mixture present therein, can advantageously be from
2.5 to 50 % by weight of para-toluenesulfonic acid or an amount
equimolar thereto of another organic sulfonic acid and/or sulfuric acid.

In general, both the (meth)acrylic acid and the acid esterification
catalyst are fed directly into the reaction zone. The alkanol to be
esterified is preferably fed into the reaction zone via the rectification unit
III superposed thereon. This rectification unit III can be a rectification
column of a known construction type, for example having bubble cap
trays or mesh trays. The reaction regions can advantageously consist of
reactors having natural or forced-convection vaporizers.

Depending on the alkanol to be esterified, methods of operation
differing in detail are appropriate and useful. In the reaction of lower
alkanols, the boiling points of the ester and the (meth)acrylic acid are so
close together that they can be separated economically by distillation in
the rectification unit II only with difficulty.

The esterification of alkanols baving more than 4 carbon atoms, in
particular having 8 carbon atoms, in which the boiling points of the ester
and the (meth)acrylic acid are far apart and therefore it is usually not

‘necessary to feed water as auxiliary forming a low-boiling azeotrope into

the rectification unit I, will be described in more detail by means of the
example of the esterification of 2-ethylhexanol.

In the esterification of 2-ethylhexanol, part of the aqueous phase
obtained at the top of the rectification unit III is returned to this
rectification unit. The product mixture discharged from the reaction zone
is fed to the rectification unit I. The product mixture introduced into the

rectification unit I is in this unit separated into a product I comprising

~ the 2-ethylhexy! ester of (meth)acrylic acid, remaining 2-ethylhexanol and

remaining (meth)acrylic acid and into a product II comprising the acid
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advant age of the above-described process is the separation of al

hi gh-boi | i ng secondary conponents and particularly the 0 _catalyst—f+orm
the esterification product in colum |I. This reliably avolds

redi ssociation of the high boilers and/ or t.he target i l'iquid
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of the pure @reagﬂﬁéxyweuarImzﬁah}dcggicdaéé.oge@é,l &R Ricadugicn anll baséd cul arly
acrylic acid. 5 If, as is customary in conventional processes, the
conponent s hisvadwgntageouslhaighinng rectificasion osedumn hiarilich rodyct RKMUTAr get  est er

(in particul gr acryli.c acjd . and startin | kanol.) are-first ted
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colum in the presence of ca st and high 20 boilers, to obtain pure
product freebatorowf 3hisl eactifieatibm eolumpubed Ithe geeduct d is normally

obtained at the top thereof. Part of the product II is advantageously
returned to the reaction zone, preferably in the first reaction region,
either directly and/or via the rectification unit III. Advantageously, part of

o the product II is discharged and fed to a distillation unit IV and in this
is separated into a product III comprising 2-ethylhexanol, (methjacrylic
acid and the 2-ethylhexy! ester of (meth)acrylic acid and a product IV
comprising the acid esterification catalyst and components having boiling
points higher than that of the 2-ethylhexyl ester of (meth)acrylic acid.

15 The product III can then be returned to the rectification unit I and/or
to the reaction zone. Acid esterification catalyst can be separated partially
or completely from the product II and/or the product IV by extraction
with water and the aqueous phase obtained can be partially or completely
returned to the reaction zone. For this extraction, use can be made of

20 part of the aqueous phase formed in the rectification unit III. The product

' taken from the rectification unit I can be fed to the rectification unit II
and in this be separated into a product V comprising remaining 2-
ethylhexanol, (meth)acrylic acid and components having- boiling points
lower than 2-ethylhexyl (meth)acrylate, the target ester 2-ethylhexyl

25 (meth)acrylate and a product VI comprising constituents having boiling
points higher than that of 2-ethylhexyl (meth)acrylate. The product V can
then be returned to the reaction zone, preferably in the second reaction
region, the product VI can be returned to the rectification unit I. The
rectification unit II is advantageously configured as a rectification column.

30 Here, the prbduct V can be separated off in the upper part of the
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thereof and the 2-ethylhexyl (meth)acrylate can be taken off in vapor
form at the side in the lower part. |

. Further details and advantages of the invention may be found in the
s example described with the aid of the drawing.
The drawing shows
in Fig. 1 in a process flow diagram a plant for preparing 2-
ethylhexyl acrylate.
The rectification columns are provided with Roman reference
0 numerals. In addition, in the interests of clarity, the product designations,
generally provided with Roman numerals are inserted by names in this
specific example.
The plant shown has three rectification columns I, II, III and a
stirred vessel IV. In addition, it is provided with two esterification
15 reactors 5 and 6 which are connected in series by means of a line 7 and
thus form a reaction cascade. Convection vaporizers 8 and 9 are
connected to the reactors 5 and 6.
The esterification reaction of 2-ethylhexanol and acrylic acid was
carried out in the two-stage esterification cascade consisting of the two
20 reactors 5 and 6, which had equal volumes. Acrylic acid via a line 10
"and p-toluenesulfbnic acid as catalyst via a line 11 were fed to the
reactor 5 via the convection vaporizer 8. The reaction component 2-
ethylhexanol was fed via a line 12 to the top of a distillation column III
whose lower end was connected via a line 13 to the reactor 5. The
25 vapor formed in the esterification in the reactors 5 and 6 and containing
the water of reaction was fed via lines 3 and 14 to the distillation
column III which had 20 bubble cap trays and was operated at a pressure
of 270 mbar. This pressure was maintained by means of a line 15, which
led to a condenser 16, via a line 41 leading to a vacuum pump. The

3 condensate formed in the condenser 16 was separated into two liquid
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wei ght, have rga%?@r fsoéHIP at ﬁré%:e amount of water is formed in the reaction, a high
s heat input into the first reactor 5 is necessary for maintaining a reaction
temperature of 110°C. This makes possible the use of an external
convection vaporizer 8. The bottom product discharged from the reactor 5
via line 7 was fed via a further convection vaporizer 9 to the second
reactor 6 in which a temperature of 120°C was set. The second vaporizer
10 9 was configured as a convection vaporizer to ensure a circulated amount
sufficient for mixing the contents of the reactor, despite significantly
lower heat input. Here too, lean air was added as co-stabilizer. Matched
to the decreasing acrylic acid and water concentrations, the second reactor
6 was operated at elevated temperature. The bottom product formed in
1s - reactor 6 was discharged through line 21. The entire reaction mixture
discharged, which comprises the target product, i.e. the 2-ethylhexyl
acrylate formed, and all lower-boiling Starting materials and by-products;.
was conveyed via line 21 and a further convection vaporizer 43 into the
lower part of a rectification column I which was configured as an
20 enrichment column and, being fitted with ten dual flow trays, served to
~ separate off the high boilers. The target product, namely 2-ethylhexyl
acrylate, and all lower-boiling starting materials and by-products were
discharged via the top through line 23 and, after flowing through a
condenser connected to the vacuum line 41, were fed via line 31 to the
.25 top of a pure column II operated as a stripper column.

The column I for separating off the high boilers was operated at a
bottom pressure of 100 mbar and a top pressure of 70 mbar. The
temperature was 150°C.

The bottoms obtained in the column I for separating off high boilers

30 were discharged via a line 28, cooled to 50°C and fed to an extraction
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s  taken off through line 54, the organic phase was taken off through line
55 and fed to a distillation unit IV. In this, the product still present was
first vaporized batchwise at 180°C and a pressure of 60 mbar.
Subsequently, the residue having a high content of p-toluenesulfonic acid
and oxy-esters was cracked to give starting materials, tuarget product,
10 water and the octenes formed as by-product. The combined top product
from the cracking step was taken off via line 25, liquefied and returned
via line 39 to the bottom of the high-boiler separation. The remaining

viscous residue was taken off through line 40 and disposed of in a

residue incineration facility.

15 From the product fed via line 31 to the top of the pure column II,
the starting materials and relatively low-boiling secondary components still
present were taken off via line 32 and fed to a condenser 33. The
condensate formed here was returned via line 48 to the second stage 6 of
the esterification cascade. The liquid phase of the column II was heated

20 by means of a convection vaporizer 44 similar to those used in the
‘esterification. '

The pure product 2-ethylhexyl acrylate was taken off in vapor form
via line 36 and fed via a trickle-type demister to the condenser 37 in
order to avoid color number problems and to make possible the change

25 in stabilization of the product from phenothiazine as process inhibitor to
hydroquinone monomethyl ether as storage stabilizer. The pure product
was discharged via line 38 and the storage stabilizer was fed in via line
39. The phenothiazine used as process inhibitor was fed via line 49 to
the tops of the rectification columns I, II, III.

30 In the following, a description will now be given of a specific
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example which has been carried out using' an experimental apparatus as
shown in the drawing. In this example, use was made of two
esterification reactors 5 and 6 each having a utilizable capacity of 2 I and
superposed by a glass tray column having a diameter of 50 mm and
equipped with 20 bubble cap trays and a phase separator at the top of
the column. The operating pressure was 270 mbar. Convection vaporizers
were used for heating the esterification reactors. At a residence time of 4
hours, acrylic acid was reacted with 2-ethylhexanol in the stoichiometric
ratio with addition of 1.5 % by weight of aqueous p-toluenesulfonic acid
solution and continuous removal by distillation of the water of reaction
formed, to give 2-ethylhexyl acrylate (EHA). The temperature in the first
esterification reactor 5 was 110°C, in the second esterification reactor 6
the temperature was 120°C. In the discharge from the first reactor 5, an
EHA concentration of 70 % by weight was achieved, and a concentration
of 8 % by weight was achieved in the discharge of the second reactor
6. Low-boiling secondary components (mainly octenes formed in the
cracking step) were concentrated in the top of the esterification column
III to such an extent that the waste stream taken off via line 45
contained only < 10 % of components of value, i.e. 2-ethylhexanol and

2-ethylhexyl acrylate. By means of aqueous column runback, two liquid

"phases were generated over the entire column height. This enabled the

acrylic acid concentration at the top of the column to be reduced to <
100 ppm. The water of esterification formed in a stoichiometric amount
contained about 1.5 % of organic compounds (mainly 2-ethylhexanol and
octenes) at equilibrium.

The esterification product through line 21 was freed of the catalyst
acid and the high boilers formed in a laboratory column I having a
diameter of 50 mm and 10 dual flow trays and fitted with a convection
vaporizer and heat exchanger. 5 % of the raw ester flowing in was, at a

reflux ratio of 0.5, taken from the bottom of the column as high-boiler
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maintained. The top product free of high boilers was, in a laboratory
column II having a diameter of 50 mm and fitted with 25 dual flow
trays, separated into a top fraction containing the starting materials acrylic
acid and 2-ethylhexanol and also 50 % by weight of 2-ethylhexyl acrylate
10 and the pure product at a pressure at the top of 80 mbar and a
maximum bottom temperature of 140°C. The top fraction was returned to
the second esterification reactor 6. The pure pfoduct was taken off in
vapor form, free of high boilers and process stabilizers, from the column
bottoms which were heated by means of a convection vaporizer and was
15 liquefied in a condenser regulated by inert blanketing. This achieved a
content of > 99.8 % by weight of 2-ethylhexyl acrylate. Accumulation of
-high-boiling trace components in the column bottoms was prevented by a
liquid bottom bleed into the bottom of the high-boiler separation of 2 %
of the liquid flowing to the laboratory column II. The bottom product
20 from the high-boiler separation was, after partial extraction of the catalyst
“acid usihg water, evaporated at 60 mbar and a maximum temperature of
180°C in a cracking vessel IV, which was operated batchwise, to 20 %
of its original mass. The residue formed contained, apart from the
catalyst acid p-toluenesulfonic acid, a high concentration of high boilers
25 which could not be cracked and vaporized. This residue could not be
further utilized in the process and was taken off. The top product
consisting to the extent of 80 % of EHA, from 10 to 12 % of octenes
and acrylic acid, water and 2-ethylhexanol was precipitated in a heat
exchanger and returned to the bottom of the high-boiler separation.

30 In continuous, steady-state operation of this experimental plant, a
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yield of 98 % based on starting materials was able to be achieved. Only
2 % of the starting materials used were lost as by-products.

The stabilizer solution used was a 2 % strength phenothiazine
solution in 2-ethylhexanol, which was in each case metered into the top

s condensers of the individual process stages in an amount of 100 ppm,
based on the respective feed stream of the stage. All natural convection
vaporizers were exposed to air as costabilizer.

A particular advantage of the above-described process is the
separation of all high-boiling secondary components and particularly the

10 catalyst from the esterification product in column I. This reliably avoids
redissociation of the high boilers and/or the target product in the liquid
phase of the pure column II into starting materials and thus contamination
of the pure product with low-boiling dissociation products and particularly
acrylic acid.

15 If, as is customary in conventional processes, the components having
boiling points lower than that of the target ester (in particular acrylic acid
and starting alkanol) are first separated from the esterification product, it
is not possible, owing to the dissociation reactions then occurring in the
liquid phase of the pure column in the presence of catalyst and high

20 boilers, to obtain pure product free of low boilers and particularly acrylic

'.acid. as was demonstrated by the example described below:

Esterification product taken from line 21 was first freed of all
secondary components having boiling points lower than that of the target
ester and also of the starting materials acrylic acid and 2-ethylhexanol in

25 column I. The raw ester which was free of low boilers but contaminated
with high boilers and particularly the catalyst was then taken from the
bottom of column I and rectified in a laboratory column having a
diameter of 50 mm and fitted with 25 dual flow trays at a reflux ratio
of 2. The raw ester taken off at the top of this column was contaminated

3 with 1400 ppm of acrylic acid, although the raw ester fed in was free of
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have arisen by means of dissociation reactions in the liquid phase of the
column. However, removal of the acrylic acid by distillation is not
possible when the pure ester is obtained as top pfoduct, since acrylic acid
is a low boiler in comparison with the target ester.

From the above-described experimental results and further studies, it
was able to be deduced that it is advantageous to operate the two
esterification reactors 5 and 6 at pressures of from 180 to 500 mbar,
preferably from 180 to 350 mbar. The temperature in the first reactor 5
can be from 80 to 120°C, in the second reactor 6 from 100 to 140°C.
As catalyst for the esterification reaction in the reactors 5 and 6, acid
catalysts, in particular organic sulfonic acids and here especially p-
toluenesulfonic acid in an amount of from 0.1 to 4 % by weight,
preferably from 0.5 to 2 % by weight, have been found to be
particularly advantageous.

The residence time of (meth)acrylic acid and alkanol in the reactors
is from 0.5 to 8 hours, preferably from 1 to 6 hours. From the raw
ester fed through line 21 to the rectification column I an amount of <
10 % by weight, preferably < 5 % by weight, can, at a reflux ratio of
0.5, be taken from the bottom of the column as a high-boiler bleed and

‘fed via an extraction stage to the cracking step. The pressure at the top

of the column I can be from 50 to 400 mbar, preferably < 120 mbar.
The maximum bottom temperature of this column is preferably < 150°C.
The top product of column I, which was free of high boilers and was
fed via line 31 to column II, can be processed there at a pressure at the
top of from 50 to 400 mbar, preferably at a pressure of < 120 mbar,
and at a bottom temperature of < 140°C. With optimum setting of the
abovementioned values, it is possible to take off, through line 36, a
product containing > 99.8 % by weight of pure product, in the case of
the example of 2-ethylhexyl acrylate.
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reaction region is 70 - 150[err]C, preferably 80 - 130[err}JC| and in the
| ast region is 100 - 160[err]C, preferably 110 - 130[ ¢rd] d, 3 a8Y ri98%s
al ong the cascade. 20 4. A process as clained injchaim?2, _wherein
the pressure in all reaction regiong js from 100 nmbar|to at nospheric
pressure, preferably from 200 nmbar to 700 nbar, and i5—+he-sane _in 3|
reaction regions. 25 5. A process as clained in claim 1, wherein the
total residence time of the reactants in the reaction regions is from
0.25 to 15 hours, preferably froml to 7 hours, particularly preferably
from2 to 5 hours, and wherein especially the residence tine decreases
I n successive reaction regions. 30

5 We claim:

1. A process for the continuous preparation of alkyl esters of
(meth)acrylic acid by reacting (meth)acrylic acid with alkanols having
from 1 to 8 carbon atoms in a homogeneous, liquid, solvent-free phase at
10 elevated temperature and in the presence of an acid esterification catalyst,
in which the (meth)acrylic acid, the alkanol and the catalyst are fed to a
reaction zone, the water formed is removed by rectification during a
residence time as constituent of a mixture comprising alkanol in a
rectification unit superposed on the reaction zone, the distillate obtained is
15 separated into an organic phase comprising alkanol and an aqueous phase
comprising water, the organic phase is essentially completely returned to
the rectification unit, the reaction mixture is discharged from the reaction
zone and conveyed into a distillative separation zone comprising further
rectification units and in the latter the alkyl (meth)acrylate formed is

20 separated off, wherein

a) (meth)acrylic acid and alkanol are reacted in a molar ratio of from

1:0.75 to 1:2,

25 b) part of the aqueous phase obtained at the top of the rectification unit
(III) is returned to the rectification unit,

c) the reaction mixture discharged from the reaction zone is fed to a
further rectification unit (I) and in this the reaction mixture is
30 separated into a product (II) comprising the catalyst and a product (I)
\\

0 M
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comprising the alkyl ester of (meth)acrylic acid, remaining alkanol

and remaining (meth)acrylic acid, and

d) the product (I) is fed to a further rectification unit (II) and in this
the alkyl ester of (meth)acrylic acid is separated from the remaining
alkanol and from the remaining (meth)acrylic acid and the remaining
alkanol and the remaining (meth)acrylic acid are returned to the

reaction zone.

2. A process as claimed in claim 1, wherein the reaction zone
comprises a cascade of at least two reaction regions connected in series
and the product stream of one reaction région forms a feed stream of a
downstream reaction region, and wherein the cascade comprises especially

from 2 to 4 reaction regions separated in space from one another.

3. A process as claimed in claim 2, wherein the temperature in the first
reaction region is 70 - 150°C, preferably 80 - 130°C, and in the last
region is 100 - 160°C, preferably 110 - 130°C, and rises along the

cascade.

4. A process as claimed in claim 2, wherein the pressure in all reaction
regions is from 100 mbar to atmospheric pressure, preferably from 200

mbar to 700 mbar, and is the same in all reaction regions.

5. A process as claimed in claim 1, wherein the total residence time of
the reactants in the reaction regions is from 0.25 to 15 hours, preferably
from 1 to 7 hours, particularly preferably from 2 to 5 hours, and

r:g::: especially the wn successive reaction
A 0 g i



5 7. A process as clainmed in claim 1, wherein the catalyst used is

‘par a- t ol uenesul fonic acid and/ or other organic sul feric_aci ds such as
met hanesul foni ¢ aci d, benzenesul fonic acid, dodecyl benzen [

and/or sulfuric acid, and wherein the content of catal yti ZREF{M@E 8‘2 @'&Eﬂ '
in the reaction zone, based on the reaction mxture present|t

from0.1 to 10 % by weight, preferably fromO0.1 to 6 %b
par a-t ol uenesul fonic acid, or an anount eqU| nol ar t heret A
sul fonic acid and/or sulfuric acid, and wherein the contgnt of
catal ytically active acid in the i quid phase of thereetfication
unit |, based on the m xture present therein, is from2.5to 50 %hby
wei ght of parg- A5proE@JsUﬁ‘€ﬁﬂhé@rthclﬁﬁi q, osx/h&emaﬂ%ummngpasw «'sfonﬁ hﬁé eto of
anot her organic fonic acid and/or sulfuric aci

process as clredctio negloms adren fed Mhéleemtlfimilcml unit (1) oviipse digquid wnbmk i s
2- et hyl hexanagl bOtElt @X& th ac lic acid and the catalyst are fed 20
directly to thdaSHEEd: P ‘ffép[’sf%ﬁ’?rfng al kanol to be esterified is

fed to the reaction zone via the rectification unit (I11).

s 7. A process as claimed in claim 1, wherein the catalyst used is para-
toluenesulfonic acid and/or other organic sulfonic acids such as
methanesulfonic acid, benzenesulfonic acid, dodecylbenzenesulfonic acid
and/or sulfuric acid, and wherein the content of catalytically active acid
in the reaction' zone, based on the reaction mixture present therein, is

10 from 0.1 to 10 % by weight, preferably from 0.1 to 6 % by weight, of
para-toluenesulfonic acid, or an amount equimolar thereto of organic
sulfonic acid and/or sulfuric acid, and wherein the content of catalytically
active acid in the liquid phase of the rectification unit I, based on the
mixture present therein, is from 2.5 to 50 % by weight of para-

15 toluenesulfonic acid or an amount equimolar thereto of another organic

sulfonic acid and/or sulfuric acid.

8. A process as claimed in claim 1, wherein the alkanol to be esterified
is 2-ethylhexanol, both the (meth)acrylic acid and the catalyst are fed
20 . directly to the reaction zone, and the starting alkanol to be esterified is

fed to the reaction zone via the rectification unit (III).

9. A process as claimed in claim 1, wherein the rectification unit (III)
is a rectification column, and the reaction regions comprise reactors with

25 convection vaporizers.

10. A process as claimed in claim 8, wherein the product mixture
introduced into the rectification unit (I) is, in the rectification unit (I),
separated into a product (I) comprising the 2-ethylhexyl ester of

30 (meth)acrylic acid, remaining 2-ethylhexanol and remaining (meth)acrylic

AR T




9. Aprocess as claimed in claim1l, wherein the rectification unit (1L}

is a rectification colum, and the reaction regions co b@@%ﬂ?f%‘!ﬂ“
25 convection vapori zers. 10. A process as clail |m.8
wherein the product m xture i ntroduced into the regtijficat g.?t n
Is, in the rectification unit (I), separated into probl cé"ﬁ(q#i
conprising the 2-ethyl hexyl ester of 30.idneth)acrylic gci{d, [ennining

2- et hyl hexanol and remaining (nmeth)acrylic
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acid and into a product (II) comprising the catalyst and components
having boiling points higher than that of the 2-ethylhexyl ester of
(meth)acrylic acid.

11. A process as claimed in claim 10, wherein the rectification unit (I)
is a rectification column (I), the product mixture discharged from the
reaction zone is fed to the lower part of the rectification column (I), the
product (II) is obtained at the bottom of the rectification column (I) and
the product (I) is obtained at the top of the rectification column (I), and
wherein part of the product (I) is returned to the reaction zone,
preferably in the first reaction region, either directly and/or via the

rectification unit (III).

12. A process as claimed in claim 11, wherein part of the product (II)
is discharged and fed to a distillation unit (IV) and in this is separated
into a product (III) comprising 2-ethylhexanol, (meth)acrylic acid and the
2-ethylhexy! ester of (meth)acrylic acid and a product (IV) comprising the
catalyst and comﬁonents having boiling points higher than that of the 2-
ethylhexyl ester of (meth)acrylic acid, wherein the product (III) is

returned to the rectification unit (I) and/or the reaction zone, wherein

- catalyst is separated from the produét (II) and/or the product (IV) by

extraction with water and the aqueous phase obtained is returned to the
reaction zone, and wherein the extraction is carried out using part of the

aqueous phase obtained in the rectification unit (III).

13. A process as claimed in claim 12, wherein the product (I) taken
from the rectification unit (I) is fed to a rectification unit (II) and in this
is separated into a product (V) comprising remaining 2-ethylhexanol,
(meth)acrylic acid and components having boiling points lower than that
of 2-ethylhexyl (meth)acrylate, 2-ethylhexyl (meth)acrylate and a product

A
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| ower part of the rectification colum ({9, the prpdoct (T —Ts— |
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part of the product (lI1) is returned to the reaction zone, preferably

in the first

reaction region, either directly and/or via the

rectificati on(Mipihavipgl 4 )boiling point higher than that of 2-ethylhexyl
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(meth)acrylate.

14. A process as claimed in claim 13, wherein the product (V) is
returned to the reaction zone, preferably in the second reaction region,
wherein the product (VI) is returned to the rectification unit (I), wherein
the rectification unit (II) is a rectification column (II), and wherein the
product (V) is separated off in the upper part of the rectification column
(II), the product (VI) is taken from the bottom of the rectification column
(II) and the 2-ethylhexyl (meth)acrylate is taken off in vapor form at the

side in the lower part of the rectification column (II).

15. A process as claimed in claim 1, wherein part of the organic phase
obtained in the rectification unit (III) is discharged to bleed off low-
boiling by-products.

\
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12. A process as clainmed in claim11, wherein part of the product. (I —+5
i1's discharged and fed to a distillation unit (IV) and inft 'PiAbgmﬁmasld&Hd
into a product (I11) conprising 2-ethyl hexanol, (neth)actylic

2- et hyl hexyl ester of (meth)acrylic acid and a product (RV) cogpri s{iﬁqpt e
catal yst and conponents having boiling points higher tha hat off"&t he™"2-
et hyl hexyl ester of (meth)acrylic acid,_jgherein the producti (LlII)—i5-26
returned to the rectification unit (1) and/or the reaction zone, wherein
catal yst is separated fromthe product (Il) and/or the pr by
extraction wth water and the aqueous phase obtained is returned to the
reaction zone, and wherein the extraction is carried out using part of the
aqueous phase obtained in the rectification unit (lI11). 25 13. A
process as clained in claim12, wherein the product (I) taken fromthe
rectification unit (Cpnitinhedst prapaeaitibnCaifi @lkyli tesileks a¥d in this

IS separated into a product (V) C(oeath)scrgliensmeidng 2- et hyl hexanol
(meth)acrylic acid and conponentS havimng boffing points |ower than that 30
of 2-et hylshexyl (meth)acryl ate, 2-et hﬂbgter)é)c/tl (meth)acrylate and a product

— N

In a process for the continuous preparation of alkyl esters of

(meth)acrylic acid by reacting (meth)acrylic acid with alkanols having

10 from 1 to 8 carbon atoms in a homogeneous, liquid, solvent-free phase at
elevated temperature and in the presence of an acid esterification catalyst,
in which the (meth)acrylic acid, the alkanol and the acid catalyst are fed
to a reaction zone, the water formed is removed by rectification during a
residence time as constituent of a mixture comprising starting alkanol in a

1s  rectification unit (III) superposed on the reaction zone, the distillate
obtained is separated into an organic phase comprising alkanol and an
aqueous phase comprising water, the organic phase is essentially
completely returned to the rectification unit (III), the reaction mixture is
discharged from the reaction zone and conveyed into a distillative

20 separation zone comprising further rectification units and in the latter the

_alkyl (meth)acrylate formed is separated off.

a) (Meth)acrylic acid and alkanol are reacted in a molar ratio of from
- 1:0.75 to 1:2, b) part of the aqueous phase obtained at the top of the
25 rectification unit (II) is returned to the rectification unit, ¢) the reaction
mixture discharged from the reaction zone is fed to a further rectification
unit (I) and in this the reaction mixture is separated into a product (II)
comprising the catalyst and a product (I) comprising the alkyl ester of
(meth)acrylic acid, remaining alkanol and remaining (meth)acrylic acid,
“30 and d) the product (I) is fed to a further rectification unit (II) and in this
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‘(‘VI') having a boiling point h| gher than that of 2-ethyl reQWLAGEMIE%’T- SHEET

(meth)acryl ate. 14. A process as clainmed in clairh 13, wherein th
product (V) is 5 returned to the reaction zone, prefenafl yi BnMAHel?88cqnd
reaction region, wherein the product (VI) is returned to the
rectification unit (1), wherein -21- .

the alkyl ester of (meth)acrylic acid is separated from the remaining
alkanol and from the remaining (meth)acrylic acid and the remaining
alkanol and the remaining (meth)acrylic acid are returned to the reaction

zone.

Figure 1
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the rectification unit (I1) is a rectification colum (IF ;:ﬁ’} 1=-e+~n..~th
product (V) is separated off in the upper part of the reét |’“f| f-‘M&ﬁTc&Hunn
(I'1), the product (VI) is taken fromthe bottom of the rpc |f|caﬁ0n-“eel~urm
10 (I1) and the 2-ethyl hexyl (meth)acrylate is taken off{in vapds f@rﬂm at i
t he side in the lower part of the rectification col rrnLUI) 115

A process as claimed in claim1, wherein part of the organic phaseg~ - i

obtained in the rectification unit {/{1I I) is discharged tta.hleed off |ow ]i5
boi | i ng by- products. _ T
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