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(54) APPARATUS FOR PRODUCING ALCOHOLS FROM OLEFINS

(57) The present invention relates to an apparatus
for producing alcohols from olefins, comprising: a hydro-
formylation reactor wherein aldehydes are produced
from olefins; a catalyst/aldehydes separator; a hydrogen-
ation reactor wherein the aldehydes are hydrogenated
to produce alcohols; and a distillation column. The hy-
droformylation reactor is equipped with a distributor plate,
which has a broad contact surface for providing sufficient
reaction area for reactants such as olefins and synthesis
gas, and allows the reaction mixture to circulate and mix
sufficiently, which contribute to excellent efficiency in
terms of production of aldehydes. In addition, the hydro-
genation reactor suppresses sub-reactions to improve
the production yield of alcohols.
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Description

The Cross-Reference to Related Applications

[0001] The present application is a continuation appli-
cation of International Application No.
PCT/KR2010/000283, filed January 15, 2010, which
claims the benefit of Korean Patent Application No.
10-2009-0003732, filed on January 16, 2009. The dis-
closures of said applications are incorporated by refer-
ence herein.

Technical Field

[0002] The present invention relates to an apparatus
for producing alcohols from olefins, and more specifically,
to an apparatus for producing alcohols from olefins, in
which the apparatus comprises a hydroformylation reac-
tor; a catalyst/aldehydes separator; a hydrogenation re-
actor; and a distillation column.

Background Art

[0003] A hyroformylation reaction that is generally well
known as OXO reaction is a process for producing linear
(normal) and branched (iso) aldehyde, in which the olefin
is added with one carbon number by reacting all kinds of
olefins and synthesis gas (CO/H2) under presence of
metal catalyst and ligand.
[0004] All kinds of aldehydes that are synthesized by
OXO reaction are modified into alcohol and acid that are
aldehyde derivatives through an oxidation or reduction
reaction. Also, they can be modified into various acids
and alcohols comprising long alkyl group through an ox-
idation or reduction reaction after a condensation reac-
tion, such as aldol, and the like. Those alcohols and acids
are being used as a raw material for solvent, additive and
all kinds of plasticizers.
[0005] The representative example of the hydrofor-
mylation is to produce octanol (2-ethylhexanol) from pro-
pylene using a rhodium-based catalyst. Octanol is mainly
used as a raw material for PVC plasticizer, such as dioctyl
phthalate (DOP), and also as an intermediate raw mate-
rial for synthesis lubricant, surfactant, and the like.
[0006] Propylene is injected with a catalyst into OXO
reactor using a catalyst to produce normal-butylalde-
hydes and iso-butylaldehydes. The produced aldehydes
mixture is transferred to a separator along with catalyst
mixture to separate into hydrocarbon and catalyst mix-
ture, and then the catalyst mixture is circulated into the
reactor and the hydrocarbon is transferred to a stripper.
The hydrocarbon in the stripper is stripped by fresh syn-
thesis gas to recover non-reacted propylene and synthe-
sis gas into OXO reactor and transfer butylaldehydes to
a fractionation column thereby separating normal- and
iso-butylaldehydes, respectively. Normal-butylalde-
hydes of the fractionation column bottom is transferred
to a hydrotreated reactor, and then adding hydrogen pro-

duces n-butanol. Alternatively, normal-butylaldehydes is
introduced into an aldol condensation reactor to produce
2-ethylhexanal through a condensation and dehydration
reaction, and then is transferred to the hydrotreated re-
actor to be octanol (2-ethylhexanol) by adding hydrogen.
[0007] The hydroformylation reaction may be pre-
formed in a continuous way, semi-continuous way or
batch way, and the typical hydroformylation reaction is a
gas or liquid recirculation system. It is important for the
hydroformylation reaction to increase the reaction effi-
ciency by smoothly contacting the starting materials that
are composed of a liquid phase and gas phase. For this
reason, conventionally the continuous stirred tank reac-
tor (CSTR) that stirs for evenly contacting the compo-
nents of liquid phase and gas phase inside the reactor
was mainly used. In addition, US Patent No. 5,763,678
discloses the hydroformylation method, in which the cir-
culation is used instead of the stirring by applying the
reactor that is a type of loop. However, those methods
have a limit to the improvement of the hydroformylation
reaction efficiency and also single reactor cannot pro-
duce the satisfactory aldehyde product, so that the res-
idence time of the reaction is made to be longer, or more
than two reactors are connected in series thereby pro-
ducing the product that has a required level.
[0008] In addition, the hydrogenation process of alde-
hydes generally uses the reactor, in which nickel-based
or copper-based solid hydrogenation catalyst is filled in-
side the reactor. There are two ways for performing the
reaction, such that the starting aldehydes are evaporated
to perform the reaction in a vapor phase, or the starting
aldehyes are introduced into the reactor as a liquid to
perform the reaction in a liquid phase.
[0009] However, there is a problem that the selectivity
of the reaction is reduced by generating an undesirable
side reaction, such as esterification, acetal formation,
etherification, and the like in the above reaction, even
though the above catalysts types, the vapor phase, or
the liquid phase are applied.

Summary of the Invention

[0010] In order to solve the conventional technical
problems as mentioned above, an object of the present
invention provides an apparatus for producing alcohols
from olefins, comprising a hydroformylation reactor that
can improve the efficiency for producing aldehydes by
increasing the contact surface between olefins of liquid
phase and mixture gas of gas liquid and a hydrogenation
reactor that can decrease a side reaction in the hydro-
genation process of aldehydes, and a method for pro-
ducing alcohols from olefins using the above apparatus.
[0011] As means for solving the above subjects, the
present invention provides an apparatus for producing
alcohols from olefins, comprising: a hydroformylation re-
actor comprising a nozzle for spraying olefins and a syn-
thesis gas (CO/H2) into a solution of catalyst mixture that
is charged inside the reactor, in which the nozzle is in-
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stalled at the upper part of the reactor; a reactor outlet
for discharging the reaction mixture of the synthesis gas
and olefins, in which the reactor outlet is located at the
bottom part of the reactor; a distributor plate for changing
the flow direction of olefins and the synthesis gas, in
which the distributor plate is installed between the nozzle
and the reactor outlet; and a circulation pipe for circulating
the reaction mixture by recovering the reaction mixture
from the reactor outlet and then supplying to the nozzle,
in which the circulation pipe is connected to the reactor
outlet and the nozzle;
a catalyst/aldehydes separator comprising a separation
pipe for separating the reaction mixture from the circula-
tion flow, in which the separation pipe is separated from
any one of the circulation pipe; a catalyst/aldehydes sep-
aration machine for separating the catalyst mixture so-
lution and aldehydes from the reaction mixture, in which
the catalyst/aldehydes separation machine is connected
to the separation pipe; a supplying pipe of the catalyst
mixture solution for supplying the catalyst mixture solu-
tion to the circulation pipe, in which the supplying pipe is
connected to any one of the circulation pipe and the cat-
alyst/aldehydes separation machine; and an aldehyde
recovering pipe for recovering aldehydes, in which the
aldehyde recovering pipe is connected to the catalyst/
aldehydes separation machine;
a hydrogenation reactor for adding hydrogen to the re-
covered aldehydes; and
a distillation column comprising an inlet part for entering
the hydrogenation reaction product passed through the
hydrogenation reactor; a low boiling point component
outlet part for discharging the low boiling point compo-
nent among the hydrogenation reaction products; a mid-
dle boiling point component outlet part for discharging
the meddle boiling point component among the hydro-
genation reaction products; and a high boiling point com-
ponent outlet part for discharging the high boiling point
component among the hydrogenation reaction products.
[0012] As means for solving the above subjects, the
present invention provides a method for producing alco-
hols from olefins comprising: hydroformlyating for obtain-
ing aldehydes by forming a micro-bubble of olefins and
the synthesis gas through spraying the synthesis gas
(CO/H2) and olefins in the catalyst mixture solution and
reacting the micro-bubble and the catalyst mixture solu-
tion while changing the spraying flow of the synthesis
gas (CO/H2) and the olefins;
hydrogenating for obtaining the product of the hydrogen-
ation reaction containing alcohols by adding hydrogen to
aldehydes that are the product obtained from the above
hydroformylation step; and
separating the structural isomers of alcohols by using
fractional distillation of the product obtained from the hy-
drogenation step.
[0013] The present invention relates to an apparatus
for producing alcohols from olefins, comprising a hydro-
formylation reactor for producing aldehydes from olefins;
a catalyst/aldehydes separator; a hydrogenation reactor

for producing alcohols by hydrogenating the above alde-
hydes; and a distillation column.

Advantageous Effects

[0014] A hydroformylation reactor that is contained in
an apparatus for producing alcohols from olefins accord-
ing to the present invention provides a sufficient reaction
area due to the broad contact surface of olefins and the
synthesis gas that are a raw material for reaction by a
distributor plate that is installed inside the hydroformyla-
tion reactor and a sufficient mixing between the raw ma-
terials and the reaction mixture according to the circula-
tion of the reaction mixture so that the efficiency in term
of production of aldehydes is excellent. In addition, the
hydrogenation reactor for aldehydes suppresses sub-re-
actions to improve the efficiency in term of production of
alcohols.
[0015] The apparatus for producing alcohols from ole-
fins according to the present invention provides the im-
proved process as mentioned above to save costs for
producing alcohols from olefins and increase the efficien-
cy in terms of production of alcohols.
[0016] The present invention was explained in details
around the specific examples in the above sentence, but
it can be understood by the person who has general in-
formation in the art that various modifications and varia-
tions can be possible within the range and the technical
spirit of the present invention and those modifications
and variations belong to the attached claims.

Description of Drawings

[0017] The above and other objects, features and ad-
vantages of the present invention will become apparent
from the following description of preferred embodiments
given in conjunction with the accompanying drawings, in
which:

Fig. 1, (a) shown the making flow in outline showing
the processes for producing alcohols from olefins
according to an example of the present invention,
and (b) shown the drawing showing the enlarged part
of a venture divergent tube 122 that is composed of
an inlet part 122a and a divergent part 122b in the
above (a) of Fig. 1.
Fig. 2 is a sectional drawing of a distributor plate that
is contained in a hydroformylation reactor of olefins
according to the present invention.
Fig. 3 and Fig. 4 are the results of process simulation
of the hydroformylation reaction using the hydrofor-
mylation reactor according to the present invention,
which show the reactivity according to the location
of the distributor plate. X-axis in Fig. 4 is a radius of
the bottom outlet tube and if the value of Y-axis (com-
position of product) is high, it means the quick reac-
tion, relatively. (a) is when the flow rate of circulation
is low, and (b)-(e) that have a high flow rate show
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that (e) is the highest.
Fig. 5 and Fig. 6 are the results of process simulation
of the hydroformylation reaction using the hydrofor-
mylation reaction apparatues according to the
present invention, which show the reactivity accord-
ing to the shape of the distributor plate.
Fig. 7 shown the making flow in outline showing the
processes for producing alcohols from olefins ac-
cording to an example of the present invention.
Fig. 8 shown the making flow in outline showing the
processes for producing alcohols from olefins ac-
cording to an example of the present invention.

<Explanations of Marks about Main Parts of Figures>

[0018]

100: Hydroformylation reaction apparatus
200: Catalyst/aldehydes separator
300: Hydrogenation reactor
400: Distillation column
500: Aldehyde distillation column
600: Aldol condensation reactor

Best Modes for Carrying out the Invention

[0019] Hereinafter, an apparatus for producing alco-
hols from olefins according to an example of the present
invention will be described in detail with reference to ac-
companying drawings.
[0020] Fig. 1 shown the apparatus for producing alco-
hols from olefins according to an example of the present
invention in outline.
[0021] The apparatus for producing alcohols from ole-
fins according to an example of the present invention
comprises: a hydroformylation reactor 100 comprising a
nozzle 120 for spraying olefins and a synthesis gas
(CO/H2) into a solution of catalyst mixture that is charged
inside the reactor, in which the nozzle is installed at the
upper part of the reactor 100; a reactor outlet 130 for
discharging the reaction mixture of the synthesis gas and
olefins, in which the reactor outlet is located at the bottom
part of the reactor; a distributor plate 140 for changing
the flow direction of olefins and the synthesis gas, in
which the distributor plate is installed between the nozzle
and the reactor outlet; and a circulation pipe 150 for cir-
culating the reaction mixture by recovering the reaction
mixture from the reactor outlet and then supplying to the
nozzle, in which the circulation pipe is connected to the
reactor outlet and the nozzle;
a catalyst/aldehydes separator 200 comprising a sepa-
ration pipe 210 for separating the reaction mixture from
the circulation flow, in which the separation pipe is sep-
arated from any one of the circulation pipe 150; a catalyst/
aldehydes separation machine 220 for separating the
catalyst mixture solution and aldehydes from the reaction
mixture, in which the catalyst/aldehydes separation ma-
chine is connected to the separation pipe 210; a supply-

ing pipe 230 of the catalyst mixture solution for supplying
the catalyst mixture solution to the circulation pipe, in
which the supplying pipe is connected to any one of the
circulation pipe and the catalyst/aldehydes separation
machine; and an aldehyde recovering pipe 240 for re-
covering aldehydes, in which the aldehyde recovering
pipe is connected to the catalyst/aldehydes separation
machine;
a hydrogenation reactor 300 for adding hydrogen to the
recovered aldehydes; and
a distillation column 400 comprising an inlet part 410 for
entering the hydrogenation reaction product passed
through the hydrogenation reactor; a low boiling point
component outlet part 420 for discharging the low boiling
point component among the hydrogenation reaction
products; a middle boiling point component outlet part
430 for discharging the meddle boiling point component
among the hydrogenation reaction products; and a high
boiling point component outlet part 440 for discharging
the high boiling point component among the hydrogen-
ation reaction products.
[0022] The more specific explanation about the hydro-
formylation reactor 100 is as follows.
[0023] The synthesis gas and olefins are sprayed in
the catalyst mixture solution that is charged inside the
reactor 110 by the nozzle 120 that is installed at the upper
part of the reactor 100.
[0024] The nozzle 120 is not specifically limited if it can
spray olefins and the synthesis gas in the catalyst mixture
solution that is charged inside the reactor, and for exam-
ple an ejector 121 installed with a nozzle can be used.
The nozzle that is installed in the ejector 121 plays a role
in increasing the speed by decreasing the distribution
sectional area of olefins and the synthesis gas supplying
inside the reactor in a high-pressure. The diameter of the
nozzle may depend to the size of the reactor, and gen-
erally it is preferably 1 to 500 mm.
[0025] In addition, the ejector 121 is preferably com-
bined with a venturi tube 122. The venturi tube 122 com-
prises the inlet part 122a that has a type of linear tube
and a divergent part 122b that has a tube type of expand-
ing toward the bottom part, as shown in the figure. The
inlet part 122a, in which olefins and the synthesis gas
are flowing, is connected to the ejector 121 and the di-
ameter of the inlet part 122a is the same with the diameter
of the inlet of the divergent part 122b and is smaller than
that of the divergent outlet. At the same time, the direction
of the divergent part 122b outlet is preferably toward the
bottom of the reactor. The diameter of the inlet part is
preferably 0.2 to 1000 mm, and the length of the divergent
inlet is preferably 1/50 to 1/2 of the whole length of the
reactor. The diameter of the divergent inlet is the same
with that of the inlet part and the diameter of the divergent
outlet is preferably 1.0 to 10 times longer than the diam-
eter of the divergent inlet. In addition, the length of the
divergent part is preferably 0.1 to 10 times longer than
that of the inlet part, and the whole length of the venturi
tube combined with the inlet part and the divergent part
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is preferably 0.01 to 0.95 times longer than that of the
reactor body and most preferably 0.05 to 0.75 times.
[0026] The synthesis and olefins that are raw materials
for reaction are sprayed inside the reactor via the ejector
121 and the venturi tube 122 that is connected to the
ejector 121 and the sprayed olefins and the synthesis
gas form micro-bubbles and are sprayed in the catalyst
mixture solution that is charged inside the reactor. The
micro-bubbles of olefins and the synthesis gas are con-
tacted to the catalyst mixture solution so that the sufficient
reaction area is provided due to the broad gas-liquid con-
tact surface.
[0027] In addition, the flow of spraying of olefins and
the synthesis gas is changed by the distributor plate 140
that is installed between the nozzle 120 and the reactor
outlet 130. The residence time of the reaction raw mate-
rials in the reactor is increased due to the flow change
of the reaction raw materials as mentioned above thereby
improving the efficiency of the reaction. The flow change
of the reaction raw materials is determined according to
the location and shape of the distributor plate 140 so that
the reaction efficiency can be modulated.
[0028] The distributor plate 140 is preferably located
between 1/3 and 2/3 of the length up to the reactor outlet
and venturi tube 122 outlet in a direction of the venturi
tube from the reactor outlet 130, and most preferably 1/2.
Fig. 3 and Fig. 4 that are attached show the reactivity
according to the location of the distributor plate.
[0029] X-axis in the following Fig. 4 is a radius of the
bottom outlet tube and if the value of Y-axis (composition
of product) is high, it means the quick reaction, relatively.
(a) in Fig. 4 is when the flow rate of circulation is low, and
it can be shown that (b) - (e) having a high flow rate show
(e) is the highest and the nearer the outlet, the higher the
flow rate.
[0030] In addition, the shape of the distributor plate
140 can be a flat type, a convex type toward the direction
of the divergent tube, or a concave type, and preferably
a concave type. Fig.2 that is attached shown the sectional
drawing of the distributor plate, in which (a) is a flat type,
(b) is a convex type and (c) is a concave type.
[0031] The size of the distributor plate may be 10 % to
75 % of the diameter inside the reactor 100.
[0032] Fig. 5 and Fig. 6 that are attached show the
reactivity according to the shape of the distributor plate.
As shown in the following Fig. 6, it can be known that (c)
is most favorable for the reactivity.
[0033] The hydroformylation reaction is progressed
while spraying the synthesis gas and olefins inside the
reactor as mentioned above, so that the reaction mixture
containing the aldehydes, the catalyst mixture solution,
non-changed olefins, the synthesis gas, other by-product
of the reaction, and the like is presented inside the reac-
tor. The reaction mixture is recovered at the bottom of
the reactor by the circulation pipe 150 that is connected
to the nozzle and the reactor outlet, and then supplied to
the nozzle at the upper part of the reactor. The reaction
mixture is sufficiently mixed with the reaction raw mate-

rials while spraying the reaction raw materials along with
the reaction mixture due to the above circulation so that
the efficiency of the reaction is improved. The circulation
can be controlled by a circulation pump 160 that is in-
stalled in the circulation pipe.
[0034] In addition, the circulation pipe 150 may com-
prise a heat exchanger 170, and the heat exchanger is
not limited to be located at the particular site on the cir-
culation pipe. The heat exchanger 170 plays a role in
maintaining the temperature of the reaction mixture that
is suitable for the hydroformylation reaction condition.
[0035] The mixture that is separated from any one part
of the circulation pipe of the hydroformylation reactor is
separated into aldehydes and the catalyst mixture solu-
tion by the catalyst/aldehydes separator 200, and then
the catalyst mixture solution is circulated to the reactor
110 and aldehydes is transferred to the aldehyde hydro-
genation reactor 300.
[0036] Hereinafter, the catalyst/aldehydes separator
200 will be described in more details.
[0037] The catalyst/aldehydes separator 200 compris-
es a separation pipe 210 for separating the reaction mix-
ture from the circulation flow, in which the separation pipe
is separated from any one of the circulation pipe 150; a
catalyst/aldehydes separation machine 220 for separat-
ing the catalyst mixture solution and aldehydes from the
reaction mixture, in which the catalyst/aldehydes sepa-
ration machine is connected to the separation pipe 210;
a supplying pipe 230 of the catalyst mixture solution for
supplying the catalyst mixture solution to the circulation
pipe, in which the supplying pipe is connected to any one
of the circulation pipe and the catalyst/aldehydes sepa-
ration machine; and an aldehyde recovering pipe 240 for
recovering aldehydes, in which the aldehyde recovering
pipe is connected to the catalyst/aldehydes separation
machine.
[0038] The reaction mixture of the hydroformylation re-
actor 100 is separated from any one part of the circulation
pipe 150 by the separation pipe 210 in the catalyst/alde-
hyde separator and then supplied to the catalyst/alde-
hyde separation machine. The catalyst mixture solution
that is separated from the catalyst/aldehyde separation
machine 220 is circulated to the hydroformylation reactor
through the catalyst mixture solution-supplying pipe 230
that is connected to any one part of the circulation pipe
150. The aldehydes that is separated from the catalyst/
aldehydes separation machine 220 is transferred to the
hydrogenation reactor through the aldehyde recovering
pipe 240 that is connected to the catalyst/aldehyde sep-
aration machine.
[0039] The catalyst/aldehyde separation machine 220
is possible for separating the catalyst mixture solution
and the aldehydes from the reaction mixture, and its type
is not limited. For example, a gasifier, in which the alde-
hydes that are the low boiling point components among
the reaction mixture is discharged in a vapor type and
the catalyst mixture solution that is the high boiling point
component is discharged in a liquid type, can be used.
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[0040] The circulation of the catalyst mixture solution
that not comprises aldehydes that are target materials
can be continuously performed, and in some cases, a
part of the reaction mixture that is circulated is discharged
to reproduce the catalyst, or new catalyst solution or re-
activated catalyst solution can be added to the circulation
flow of the reaction mixture.
[0041] The aldehydes that are separated from the cat-
alyst/aldehyde separator 200 are transferred to the hy-
drogenation reactor 300 and are changed to alcohols by
the hydrogenation reaction.
[0042] The hydrogenation reactor 300 comprises a
nozzle 312 for spraying the recovered aldehydes and
hydrogen gas to the catalyst mixture solution that is
charged inside the reactor 311; a reactor outlet 315 for
discharging aldehydes and hydrogen gas, and the hy-
drogenated reaction mixture of aldehydes, in which the
reactor outlet 315 is located at the bottom of the reactor;
a circulation pipe 316 for circulating aldehydes and hy-
drogen gas, and the hydrogenated reaction mixture of
aldehydes through recovering them from the reactor out-
let and then supplying them to the nozzle, in which the
circulation pipe is connected to the reactor outlet 315 and
the nozzle 312. The hydrogenation reactor may comprise
a loop reactor or dual fixed layers reactor.
[0043] The aldehydes and hydrogen gas, and the hy-
drogenated reaction mixture of aldehydes are sprayed
in the catalyst mixture solution that is charged inside the
reactor 311 by the nozzle 312.
[0044] The nozzle 312 may use an ejector 312 install-
ing the nozzle. The nozzle that is installed in the ejector
312 plays a role in increasing the speed by decreasing
the sectional area for spraying hydrogen gas and alde-
hydes that are supplied inside the reactor using a high-
pressure.
[0045] The diameter of the nozzle may vary depending
on the size of the reactor, and generally it is preferably
1 to 500 mm.
[0046] In addition, the ejector 312 is preferably com-
bined with a venturi tube 314. The venturi tube 314 com-
prises the inlet part 314a and a divergent part 314b as
shown in the figure. The inlet part 314a is connected to
the ejector 312 and the tube diameter of the inlet part
314a is the same with the diameter of the inlet of the
divergent part 314b and is smaller than that of the diver-
gent outlet. At the same time, the direction of the diver-
gent part 314b outlet is preferably toward the bottom of
the reactor. The diameter of the inlet part is preferably
0.2 to 1000 mm and the diameter of the divergent inlet
is the same with that of the inlet part and the diameter of
the divergent outlet is preferably 1.0 to 10 times longer
than the diameter of the divergent inlet. In addition, the
length of the divergent part is preferably 0.1 to 100 times
longer than that of the inlet part, and the whole length of
the venturi tube combined with the inlet part and the di-
vergent part is preferably 0.01 to 0.95 times longer than
that of the reactor body and most preferably 0.05 to 0.75
times.

[0047] The aldehydes and hydrogen gas, and the hy-
drogenated reaction mixture of aldehydes are sprayed
inside the reactor via the ejector 312 and the venturi tube
314 that is connected to the ejector 312 and the sprayed
olefins and the synthesis gas form micro-bubbles and
are sprayed in the catalyst mixture solution that is
charged inside the reactor. The micro-bubbles of olefins
and the hydrogen gas are contacted to the catalyst mix-
ture solution so that the sufficient reaction area is provid-
ed due to the broad gas-liquid contact surface so that the
hydrogenation reaction efficiency is improved.
[0048] The aldehydes and hydrogen gas that are
sprayed inside the reactor are reacted under presence
of the catalyst mixture solution to produce alcohols that
are the reaction products. Therefore, alcohols, alde-
hydes, hydrogen, reaction by-products and catalyst mix-
ture solution are present inside the reactor, and the hy-
drogenation reaction mixture is recovered at the bottom
part of the reactor and then supplied to the nozzle 312
at the upper part of the reactor by the circulation pipe 316
that is connected to the nozzle and the reactor outlet.
The hydrogenation reaction mixture is sufficiently mixed
with the reaction raw materials while spraying the reac-
tion raw materials along with the reaction mixture due to
the above circulation so that the efficiency of the reaction
is improved. The circulation can be controlled by a circu-
lation pump 317 that is installed in the circulation pipe
316.
[0049] In addition, the circulation pipe 316 may com-
prise a heat exchanger 318, and the heat exchanger is
not limited to be located at the particular site on the cir-
culation pipe. The heat exchanger 318 plays a role in
maintaining the temperature of the reaction mixture that
is suitable for the hydrogenation reaction condition.
[0050] The catalyst mixture solution that is charged in-
side the reactor 311 is a fluid containing nickel or copper,
and then the explanation about the above fluid will be
described later.
[0051] In addition, the hydrogenation reactor sepa-
rates 319a the hydrogenation reaction mixture from any
one part of the circulation pipe 316, separates into alco-
hols and the catalyst mixture solution in the catalyst mix-
ture solution and alcohol separation machine 319, and
circulates the separated catalyst mixture solution to the
hydrogenation reactor 311 through the catalyst mixture
solution supplying pipe 319b that is connected to any one
part of the circulation pipe 316, and then the hydrogen-
ation reaction mixture containing alcohols may be trans-
ferred to the distillation column.
[0052] In addition, as shown in the attached Fig. 7, the
hydrogenation reactor 300 may be composed of a nozzle
322 for spraying the recovered aldehydes and hydrogen
gas inside the reactor 321; a nickel catalyst layer 323a
having a high activity, in which the nickel catalyst layer
is located at the site of flowing aldehydes and hydrogen;
a copper catalyst layer 323b having a low activity, in
which the copper catalyst layer is located after the nickel
catalyst layer; and a reactor outlet 324 for discharging

9 10 



EP 2 390 242 A2

7

5

10

15

20

25

30

35

40

45

50

55

the hydrogenation reaction mixture, in which the reactor
outlet is located after the copper catalyst layer.
[0053] The hydrogen gas and the aldehydes are
sprayed inside the reactor 321 by the nozzle 322. The
sprayed aldehydes and hydrogen gas are passed
through the nickel catalyst layer 323a having a high ac-
tivity and the copper catalyst layer 323b having a low
activity in order, and then alcohols are produced by add-
ing hydrogen to the aldehydes during passing.
[0054] The hydrogenation reaction of aldehydes gen-
erally use a single catalyst, such as nickel or copper, but
the present invention is characterized of using dual layers
catalysts 323 composing nickel and copper. Generally,
when using the nickel catalyst having a high activity, sub-
reactions may be generated by increasing the tempera-
ture at the reactor outlet because the temperature is in-
creased according to the exothermic reaction. There is
a problem due to the sub-reactions, rather than the in-
crease of the reaction efficiency due to the catalyst having
a high activity. Therefore, the present invention is char-
acterized by increasing the reaction speed of the reactor
inlet having a high concentration of the reactants that
should be changed through using the nickel catalyst 323a
having a high activity and by suppressing the sub-reac-
tions through using the copper catalyst layer 323b having
a low activity at the reactor outlet having a low concen-
tration of the reactants that should be changed.
[0055] The hydrogen gas and aldehydes that are
sprayed inside the reactor are passed through dual cat-
alysts layers to produce alcohols that are the reaction
products. The hydrogenation reaction product containing
alcohols that is passed through the hydrogenation reac-
tor 300 is transferred to the distillation column 400.
[0056] The distillation column 400 comprising an inlet
part 410 for entering the hydrogenation reaction product
passed through the hydrogenation reactor; a low boiling
point component outlet part 420 for discharging the low
boiling point component among the hydrogenation reac-
tion products; a middle boiling point component outlet
part 430 for discharging the meddle boiling point compo-
nent among the hydrogenation reaction products; and a
high boiling point component outlet part 440 for discharg-
ing the high boiling point component among the hydro-
genation reaction products.
[0057] Each inlet part and outlet part of the distillation
column are divided by a divided wall, and the divided wall
is designed to insulate so that the temperature and pres-
sure in each inlet part and the outlet part are individually
controlled. The hydrogenation reaction product passed
through the hydrogenation reactor comprises alcohols,
aldehydes, hydrogen, the reaction by-products, and the
like, and each material is fractionally distilled according
to the boiling point.
[0058] The inlet part is preferably driven at 20 to 100°C
and 1.0 to 5.0 par of pressure. Normal/iso-aldehydes,
water, iso-alcohol, and the like that are the low boiling
point components among the hydrogenation reaction
products in the inlet part are vaporized and then trans-

ferred to the low boiling point component outlet part 420,
and discharged through the low boiling point component
outlet tube 421. The low boiling point component outlet
part 420 is preferably driven at 30 to 120°C and 1.0 to
5.0 par of pressure. The middle boiling point components
that are not vaporized in the inlet part and the low boiling
point outlet part 420 are transferred to the middle boiling
point component outlet part 430, and then discharged
through the middle boiling point component outlet tube
431. The main component in the middle boiling point com-
ponents among the hydrogenation reaction products is
normal-alcohol and iso-alcohol mixture. The middle boil-
ing point component outlet part 430 is preferably driven
at 40 to 170 °C and 0.01 to 5.0 par of pressure. In addition,
the high boiling point components that are not vaporized
in the middle boiling point outlet part are transferred to
the high boiling point component outlet part 440, and then
discharged through the high boiling point component out-
let tube 441. The main component in the high boiling
point components among the hydrogenation reaction
products is normal-alcohol, aldehyde dimer, aldehyde
trimer, and the like. The high boiling point component
outlet part 440 is preferably driven at 60 to 250 °C and
0.1 to 5.0 par of pressure.
[0059] As shown in the attached Fig. 8, the apparatus
for producing alcohols from olefins may further comprise
a distillation column 500 for separating aldehdyes into
normal-aldehydes and iso-aldehydes after the hydrofor-
mylation reactor; and
an aldol condensation reactor 600 for producing alde-
hydes having increased carbon number by the aldol con-
densation of the normal-aldehydes.
[0060] The aldol condensation reactor may be con-
nected to the hydrogenation reactor that produces alco-
hols by adding hydrogen to the aldehydes having the
increased carbon number that are recovered from the
aldol condensation reactor.
[0061] When further comprising the distillation column
500; and the aldol condensation reactor 600, the alco-
hols, in which the carbon number has increased two times
rather than that of the aldehydes produced after the hy-
droformylation reactor, can be produced.
[0062] For example, when processing the hydrofor-
mylation reaction with propylene, the normal-butylalde-
hydes and iso-butylaldehydes are produced and 2-ethyl-
hexanal is produced by the aldol condensation. The hy-
drogenation reaction can be performed using the alde-
hydes having the increased carbon number to produce
octanol (2-ethylhexanol).
[0063] The present invention also relates to a method
for producing alcohols from olefins comprising: hydrofor-
mlyating for obtaining aldehydes by performing the reac-
tion while spraying olefins and the synthesis gas (CO/H2)
in the catalyst mixture solution and changing the spraying
flow of the synthesis gas and olefins;
hydrogenating for obtaining the product of the hydrogen-
ation reaction containing alcohols by adding hydrogen to
aldehydes that are the product obtained from the above
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hydroformylation step; and
separating the structural isomers of alcohols by using
fractional distillation of the product obtained from the hy-
drogenation step.
[0064] The hydroformylation step is to obtain alde-
hydes by forming micro-bubbles of olefins and the syn-
thesis gas through spraying olefins and the synthesis gas
(CO/H2) in the catalyst mixture solution and than reacting
the catalyst mixture solution and micro-bubbles while
changing the spraying flow of the olefins and the synthe-
sis gas.
[0065] The micro-bubbles are formed while spraying
olefins and the synthesis gas and are contacted with the
catalyst mixture solution so that the sufficient reaction
area is provided due to the broad gas-liquid contact sur-
face. In addition, since the reaction is performed while
changing the spraying flow of the olefins and the synthe-
sis gas, the residence time of the reaction raw materials
is longer in the reactor so that the efficiency of the reaction
is improved.
[0066] The hydroformylation step is preferably per-
formed using the hydroformylation reactor as mentioned
above.
[0067] The catalyst mixture solution in the hydrofor-
mylation step is generally used in the hydroformylation
reaction and may comprise the transition metal catalyst
and ligand.
[0068] The transitions metal catalyst can be used with-
out any limitation if it is typically used in the art, and for
example the catalysts having the transition metal, such
as cobalt (Co), rhodium (Rh), iridium (Ir), ruthenium (Ru),
osmium (Os), platinum (Pt), palladium (Pd), iron (Fe) or
nickel (Ni), and the like as a metal center, can be used.
Specifically, more than one of complex catalyst selected
from the group consisting of cobaltcarbonyl [Co2(CO)8],
acetylacetonatodicarbonylrhodium [Rh(AcAc)(CO)2],
acetylacetonatocarbonyltriphenylphosphinerhodium
[Rh(AcAc) (CO) (TPP)], hydridocarbonyltri(triphenyl-
phosphine)rhodium [HRh(CO)(TPP)3], acetylacetonato-
dicarbonyliridium [Ir(AcAc)(CO)2] and hydridocarbonyltri
(triphenylphosphine)iridium [Hir(CO)(TPP)3] can be
used.
[0069] In addition, tri-substituted phosphine, phos-
phine oxide, amine, amide, isonitrile, and the like can be
used as the ligand, and the tri-substituted phosphine is
preferably used. The tri-substituted phosphine compris-
es triaryl phosphine, triarylphosphate, alkyldiarylphos-
phine, and the like, but is not limited thereto. More spe-
cifically, triphenylphosphine, tritolylphosphine, tirphenyl-
phosphate, n-butyldiphenylphosphine, and the like can
be used as the tri-substituted phosphine.
[0070] The solvent used in the catalyst mixture solution
comprises for example, aldehyde type, such as propane
aldehyde, butyl aldehyde, pentyl aldehyde, valer alde-
hyde, and the like; ketone type, such as acetone, methyl
ethyl ketone, methyl isobutyl ketone, acetophenone, cy-
clohexanon, and the like; alcohol type, such as ethanol,
pentanol, octanol, thensanol, and the like; aromatic type,

such as benzene, toluene, xylene, and the like; ether
type, such as tetrahydrofuran, dimethoxyethane, diox-
ane, and the like; and paraffin hydrocarbon, such as hep-
tane, and the like can be used, but is not limited thereto.
Preferably, propane aldehyde, butyl aldehyde, pentyl al-
dehyde, valer aldehyde, and the like that are the reaction
products are used. In addition, for the concentration of
the catalyst mixture solution, the relevant solvent weight
is preferably 30 % to 99 % proportion of the whole solvent
weight.
[0071] The olefin of carbon number 2 to 20 can be used
as the olefins used in the present invention, but not limit
thereto. More specifically, it comprises ethylene, propyl-
ene, 1-butene, 1-pentene, 1-hexane, 1-heptane, 1-oc-
tene, 1-nonene, 1-decene, 1-undecene, 1-tridecene, 1-
tetradecene, 1-pentadecene, 1-hexadecene, 1-hepta-
decene, 1-octadecene, 1-nonadecene, 1-eicocene, 2-
butene, 2-methylpropene, 2-pentene, 2-methylbutene,
2-hexane, 2-heptane, 2-ethylhexane, 2-octene, styrene,
3-phenyl-1-propene, 4-isopropylstyrene, and the like,
and most preferably ethylene, propylene, 1-butene, 2-
butene, 1-pentene, 2-pentene, 2-methylbutene, and the
like.
[0072] The synthesis gas that is another starting ma-
terial of the hydroformylation reaction is the mixture gas
of hydrogen and carbon monoxide, and the mixture pro-
portion of CO:H2 is preferably 5:95 to 70:30, more pref-
erably 40:60 to 60:40 and most preferably 45:55 to 55:
45, but not limited thereto.
[0073] The mole ratio of the olefin and the synthesis
gas is preferable 95:5 to 5:95, and most preferably 75:
25 to 25:75.
[0074] In addition, the olefin and the synthesis gas are
preferably spraying in 5 to 200 bar of pressure, respec-
tively. In addition, the linear speed for spraying the olefins
and the synthesis gas is preferably 1 m/sec to 50 m/sec,
and more preferably 5 m/sec to 30 m/sec. The pressure
difference between before and after passing the catalyst
mixture solution through the nozzle is preferably 0.1 bar
to 10 bar and more preferably 0.5 bar to 5 bar.
[0075] The reaction is preferably performed at 50 to
200 K and more preferably 50 to 150 K of the tempera-
ture. In addition, the reaction is preferably performed at
5 to 100 bar, and more preferably at 5 to 50 bar of the
pressure.
[0076] In addition, preferably the hydroformylation
step further comprises the circulation step of the reaction
mixture that is supplied into the catalyst mixture solution
along with the olefins and the synthesis gas by recovering
the reaction mixture.
[0077] The reaction mixture that is discharged through
the reactor outlet is recovered, and is sufficiently mixed
with the reaction raw materials by the circulation system
that is supplied inside the reactor, so that the efficiency
of the reaction is improved. The reaction mixture com-
prises the non-changed olefins, the reaction by-products,
the catalyst mixture solution, and the like, in addition to
aldehydes (Normal- and iso-butylaldehydes) that is tar-
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get material.
[0078] The circulation system can be achieved by the
circulation tube and the circulation pump that is connect-
ed to the circulation tube, in which the circulation tube is
combined with the nozzle of the reactor and the reactor
outlet. The flowing amount of the circulated reaction mix-
ture is preferably 0.01 to 20 times larger than the volume
that is charged in the reactor per a minute.
[0079] In addition, the hydroformylation step may fur-
ther comprise recovering aldehydes, in which the part of
the circulated reaction mixture is separated; the alde-
hydes and the catalyst mixture solution are separated
from the separated part of the circulated reaction mixture;
the separated catalyst mixture solution is supplied to the
circulation flow to recover the aldehydes.
[0080] Specifically, when the olefin that is the starting
material of the hydroformylation method is propylene, the
reaction mixture comprises butyl aldehydes, more spe-
cifically, normal-butylaldehydes and iso-butylaldehydes;
the reaction mixture is transferred to the catalyst/alde-
hyde separation machine to separate into aldedydes and
the catalyst mixture; and then the catalyst mixture is cir-
culated to the reactor and the aldehyde component is
transferred to the hydrogenation step.
[0081] The hydrogenation step is the step for obtaining
the hydrogenation reaction product containing alcohols
by adding hydrogen to aldehydes that is the product. The
method for hydrogenating aldehdyes can use the method
that is generally used in the art, but it is preferably per-
formed as follows:
[0082] The hydrogenation step is performed by form-
ing micro-bubbles of hydrogen gas and aldehydes
through spraying the recovered hydrogen gas and alde-
hydes in the catalyst mixture solution and reacting the
micro-bubbles and the catalyst mixture solution.
[0083] The catalyst mixture solution preferably com-
prises Raney-Ni or copper powder. The catalyst mixture
can use solvent and aldehyde or alcohol can be sued as
the proper solvent. Specifically, if the olefin that is the
starting material in the hydroformylation method is pro-
pylene and hence the material that is injected in the hy-
drogenation reactor is butylaldehyde, normal- or iso-
butylalcohol is preferable as solvent. The composition of
the relevant solvent is preferably 2 % to 99 % based on
the weight ratio, and more preferably 20 % to 90 %.
[0084] In addition, the hydrogenation method of alde-
hydes is preferably performed by passing the recovered
aldehyde and hydrogen gas through the catalyst layer
that is composed of double layers, such as Ni catalyst
layer having a high activity and Cu catalyst layer having
a low activity.
[0085] Generally the hydrogenation reaction of alde-
hydes use a single catalyst, such as nickel or copper, but
the present invention is characterized by using the cat-
alyst layer that is composed of double layers, such as
nickel and copper. The catalyst layer that is composed
of the double layers is in a fixed phase and aldehydes
and hydrogen gas in a fluid phase are passed through

the above double catalyst layers.
[0086] Generally, when using only nickel catalyst, sub-
reactions may be generated by increasing the tempera-
ture at the reactor outlet because the temperature is in-
creased according to the exothermic reaction. There is
a problem due to the sub-reactions, rather than the in-
crease of the reaction efficiency due to the catalyst having
a high activity.
[0087] Therefore, the present invention is character-
ized by increasing the reaction speed of the reactor inlet
having a high concentration of the reactants that should
be changed through using the nickel catalyst having a
high activity and by suppressing the sub-reactions
through using the copper catalyst layer having a low ac-
tivity at the reactor outlet having a low concentration of
the reactants that should be changed.
[0088] The aldehydes in the hydrogenation step pref-
erably comprises more than one of aldedhydes and 1 to
20 carbons due to the hydroformylation reaction of ole-
fins, but is not limited thereto. For example, there are
formaldehyde, acetaldehyde, propionaldehyde, n-buty-
laldehyde, iso-butylaldehyde, n-valeraldehyde, iso-
valeraldehyde, n-hexaaldehyde, n-heptaaldehyde, n-oc-
tanal, 2-ethylhexanal, 2-ethylhexenal, n-decanal, 2-
ethylbutanal, propargylaldehyde, acrolein, glyoxal, cro-
tonaldehyde, furfural, aldol, hexahydrobenzaldehyde, al-
pha-citronellal, citral, chloral, trimethylacetaldehyde, di-
ethylacetaldehyde, tetrahydrofurfural, phenylaldehyde,
cinnamaldehyde, hydrocinnamaldehyde, and the like.
Propionaldehyde, n-butylaldehyde and iso-butylalde-
hyde, n-valeraldehyde and iso-valeraldedhye are prefer-
able.
[0089] For example, when the hydroformylation reac-
tion is performed by using propylene, normal-butylalde-
hyde and iso-butylaldehyde are produced and normal-
butylalcohol and iso-butylalcohol can be produced by
performing the hydrogenation step.
[0090] The aldehydes are preferably sprayed at 0.1 to
100 m/sec of the speed. While the aldehydes are sprayed
at the certain speed, the hydrogen gas is drew inside the
hydrogenation reactor.
[0091] The mole ratio of the aldehydes and the hydro-
gen gas is preferably 1:10 to 10:1. Preferably, the reac-
tion temperature is 50 to 300 °C and the reaction pressure
is 2 to 100 bar.
[0092] The separation step is to separate the structural
isomer of alcohol by the fractional distillation of the hy-
drogenation reaction product that is the product from the
hydrogenation step.
[0093] The hydrogenation reaction product comprises
aldehydes, hydrogen, and reaction by-products, in addi-
tion to alcohols that are target material. The method for
separating the alcohols that are target material can use
the method that is generally used in the art, but preferably
uses the following method.
[0094] The hydrogenation reaction product can be dis-
tillated by using the column having the divided regions
by a divided wall. The divided wall is designed to be in-
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sulated, and the temperature and the pressure of each
divided region can be individually different from the tem-
perature and the pressure of driving the conventional col-
umn that is generally used according to the location and
the site of the divided region and also can be properly
modulated according to the plan. The hydrogenation re-
action product is fractionally distillated according to the
boiling point while passing through each divided region.
The normal- and iso-aldehyde, water, iso-alcohol, and
the like that are the low boiling point component among
the hydrogenation reaction products are vaporized in the
divided region that can be modulated to be relative lower
temperature and pressure to discharge to the upper part
of the column. In addition, the iso-alcohol and normal-
alcohol that are the middle boiling point component are
not vaporized or are liquefied during the vaporization to
discharge in the section of the column middle boiling
point. In addition, the very small amount of the high boiling
point component, such as the normal-alcohol, aldehyde
dimer, aldehyde trimer, and the like is not vaporized and
discharged in a liquid phase through the bottom part of
the column.
[0095] For example, when the hydroformylation reac-
tion is performed by using propylene, the normal-butyla-
ldehyde and the iso-butylaldehyde are produced, and the
normal-butylalcohol and the iso-butylalcohol are ob-
tained as the final material by performing the hydrogen-
ation step and distillation purification step.
[0096] The aldol condensation step may be further
comprised to obtain aldehydes having an increased car-
bon number by the aldol condensation of aldehydes re-
covered from the hydroformylation step. That is, the sep-
aration step for separating aldehydes that is the product
from the hydroformylation step into normal-aldehyde and
iso-aldehyde; and the aldol condensation step for obtain-
ing aldehyde having an increased carbon number by the
aldol condensation of the normal-aldehyde are further
performed after the hydroformylation step so that the hy-
drogenation step can be performed by using the alde-
hydes having an increased carbon number. When further
performing the above steps, the alcohols having an in-
creased carbon number can be produced.
[0097] For example, when the hydroformylation reac-
tion is performed by using propylene, the normal-butyla-
ldehyde and iso-butylaldehyde are produced and 2-ethyl-
hexanal is produced by the aldol condensation. The hy-
drogenation step may be performed by using the alde-
hydes having an increased carbon number to produce
octanol (2-ethylhexanol).
[0098] Hereinafter, the present invention will be de-
scribed in more detail through Examples and Compara-
tive Examples, but it is only for helping the understanding
of the present invention and the range of the present
invention will not be limited thereto.

[Example]

<Example 1.1> Preparation of Catalyst Solution

[0099] 3.2 kg of triphenylphosphine was added to 28.7
kg of normal-butylaldehyde having 99 % purity and then
completely dissolved. 45.9 kg of acetylacetonatodicarb-
onyl triphenylphosphine Rhodium (ROPAC) catalyst was
further added to prepare 32 kg of catalyst solution.

<Example 1.2> Step for Producing Aldehyde

[0100] Two loop reactors having 30 liter of volume
were prepared, and the nozzle having 5 mm of diameter
and the venturi divergent tube were installed at the head
part of each loop reactor, in which for the venturi divergent
tube, the diameter of the divergent tube inlet was 10 mm,
the diameter of the divergent tube outlet was 20 mm and
the length of the divergent tube was 30 cm. In addition,
the distributor plate having a flat shape and 70 mm di-
ameter was fixed at 200 mm point from the bottom outlet
in the reactor. The circulation pump was installed at the
outside of the reactor to circulate the reaction solution in
a flow speed of 20 liter per 1 minute to the nozzle in each
reactor head, and the heat exchanger was installed at
the outside circulation line in all of two reactors to remove
heat of the reaction according to the reaction.
[0101] Two reactors were connected in series, and one
of the circulation lines in an preceding reactor that was
a first reactor among two reactors connected in series
was connected to the upper part of the following reactor
and a controller was installed so that the preceding re-
actor can be continuously driven on the certain liquid lev-
el.
[0102] Like the preceding reactor, one of the circulation
lines in the following reactor that was a second reactor
connected to the preceding reactor in series supplies the
reaction mixture to the evaporator for separating alde-
hydes, and then the controller was installed so that the
following reactor can be continuously driven on the cer-
tain liquid level.
[0103] Propylene and the synthesis gas that are the
raw materials were individually supplied to each loop re-
actor that is connected in series. As the reaction goes,
the separated and recovered aldehydes that was entered
from the following reactor to the evaporator was injected
to the hydrogenation reactor along with hydrogen gas via
a condenser, and the remaining reaction catalyst solution
after aldehydes was recovered through the evaporator
was again circulated to the preceding reactor via a special
pump. 16 kg of the above prepared catalyst solution was
charged in two reactor, respectively, and nitrogen gas
and propylene were purged each two times, and then the
reaction temperature was maintained at 89 °C through
the circulation pump 160 and the heat exchanger 170.
When the temperature inside the reactor was stabilized,
propylene was injected until the pressure inside each re-
actor became 12 bar.
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[0104] Since then, after the temperature and the pres-
sure were stabilized, propylene that is the raw material
was supplied in a flow rate of 3.7 kg/hr to the preceding
reactor and the synthesis gas was supplied in a flow rate
of average 2.2 kg and 0.5 kg per 1 hour to the preceding
reactor and the following reactor. The liquid level of each
reactor was maintained at 20 liter. After the temperature
and the pressure of the preceding reactor and the tem-
perature and the pressure of the following reactor were
stabilized and then reached to the normal state, i.e., 18
barg and 89 °C in the preceding reactor and 15 barg and
89 °C in the following reactor, the continuous driving was
performed for 240 hours.
[0105] As a result, the condensed component from the
evaporator was analyzed and the production amount of
butylaldehydes was measured. It could be known that
total 1,512 kg of butylaldehydes was produced, which
means that 6.3 kg of butylaldehydes was produced per
1 hour. The conversion efficiency was 99.3 %, in which
the conversion efficiency means the conversion rate from
the injected propylene to butylaldehydes, not from the
injected propylene to propane.

<Example 1.3> Step for Hydrogenating Aldehydes

(Example 1.3.1) Hydrogenation of Aldehydes Using Loop 
Reactor

[0106] As a next step, total weight 16 kg of catalyst
solution prepared by mixing 100 % normal-butylalcohol
and 2.4 kg of slurry Raney-nickel catalyst was charged
in the loop reactor having the same structure and volume
as mentioned above; nitrogen was purged each two
times; and then the reaction temperature and pressure
were maintained at 110 °C and 25 bar through the circu-
lation pump 317 and the heat exchanger 318, respec-
tively; and the liquid level was set at 80 % level through
the controller. When the temperature was stabilized,
while the flow rate of the circulation pump was maintained
at 20 liter per 1 hour; as mentioned above Example 1.2,
the produced butyl aldehydes was supplied in a speed
of 6.3 kg per 1 hour to the reactor along with hydrogen
gas of 0.35 kg per 1 hour. The total weight of the hydro-
genation reaction product having the butyl alcohol as a
main component was 587 kg, which means average 6.52
kg per 1 hour, in which the butyl alcohol was produced
from the result of continuous driving for 90 hours after
reaching to the normal state while the liquid lever was
maintained.
[0107] As shown in the results of analyzing the com-
ponents through gaschromatograpy, the normal-butyla-
lcohol was 86.9 %, the iso-butylalcohol was 8.7 %, a
heavy component, such as the butylaldehyde trimer was
4.2 %, and water was 0.2 % as weight ratio.

(Example 1.3.2) Hydrogenation Step of Aldehydes using 
Dual Fixed layers Catalyst Reactor

[0108] As shown in Fig. 7, a nickel catalyst that was
put into gamma-alumina was charged up to 210 cm from
the upper 10 cm of the reactor having a column type, of
which the diameter was 8 cm and the length was 330
cm; alumina balls were filled up to 230 cm of deep from
that; and then the copper catalyst that was put into the
gamma-alumina was filled up to the relevant length, i.e.,
320 cm from that. While the temperature of the reactor
outlet was maintained not over 110 °C using the special
circulation pump and the outside heat exchanger, the
pressure inside the reactor was maintained at 25 bar.
The normal-butylalcohol was used as the solvent medi-
um for the reaction and the heat exchange, and the flow
amount of the circulation was maintained in 38 kg per 1
hour. After reaching the normal state, the driving was
performed for 90 hours, and the total weight of the hy-
drogenation reaction product having butylalcohol as a
main component was 581 kg, which means average 6.45
kg per 1 hour.
[0109] As shown in the results of analyzing the com-
ponents through gas chromatography, the normal-buty-
lalcohol was 87.1 %, the iso-butylalcohol was 8.6 %, a
heavy component, such as the butylaldehyde trimer was
4.3 %, and water was 0.2 % as weight ratio.

(Example 1.4) Alcohol Purification Step Using DWC (Di-
vided Wall Column)

[0110] DWC (Divided Wall Column) was prepared by
blocking and equally dividing in a vertical in the pipe by
using a metal separate membrane inside the pipe except
each 10 cm of both ends of pipe using the pipe, of which
the diameter was 8 cm and the length was 94 cm. The
packed column having 18 plates of theoretical plate
number was constructed by using an rashing ring, of
which the average diameter was 1 cm and a glass wool
to the pre column that was flowed with Feed based on
the process simulation results, and also was constructed
by using a main column, in which the middle boiling point
outlet was toward the main column, as the same way.
The packed column having 6 plates of theoretical plate
number was constructed as the same way at both parts
of the upper part of the column installing the condenser
and the bottom part of the column installing a reboiler.
Therefore, the pre column side Feed inlet part was 18
plates and the main column side the middle boiling point
outlet was 30 plates. As mentioned above Example 1.3,
while the hydrogenation reaction product was supplied
at a flow rate of 6.4 kg per 1 hour to 6th plate of the pre
column via the startup and stabilization step, the middle
boiling point component was continuously recovered
from 12nd plate from the upper part of the main column,
the upper part and the bottom part of the column. The
driving time of whole normal state was 86 hours, total
1.07 kg of water and less than 20 g of iso-butylalcohol

19 20 



EP 2 390 242 A2

12

5

10

15

20

25

30

35

40

45

50

55

were obtained at the upper part of the column.
[0111] A tri-component mixture containing 47.7 kg of
iso-butylalcohol, 476.6 kg of the normal-butylalcohol, and
less than 5 g of water was obtained through the middle
boiling point outlet. 23 kg of aldehyde trimer and less
than 0.5 kg of the normal-butylalcohol were obtained from
the bottom part of the column. The energy amount that
was supplied from the reboiler to the column under the
driving condition of the normal state was average 1.49
MCal per 1 hour when exchanging.

<Example 2> Preparation of Alcohol having Increased 
Carbon Number through Aldol Condensation Reaction

(Example 2.1) Preparation of aldehyde having Increased 
Carbon Number through Aldol Condensation Reaction

[0112] 20 liter of liquid that was mixed with 1:2 ratio of
2.0 % NaOH aqueous solution and normal-butylaldehyde
was charged in the continuous stirred-type reactor
(CSTR) of 30 liter vertical tank-type, and then the tem-
perature was maintained at 120 °C and the pressure was
maintained at 5 barg in the reactor.
[0113] While the stirring rotation number was main-
tained at 300 RPM, 240 kg of the normal-butylaldehydes
having 99 % purity as Feed for the aldol condensation
reaction were obtained through the fractional distillation
with the aldehyde mixture produced from the above Ex-
ample 1.3. The resulted normal-butylaldehydes were
continuously injected in 6.3 kg per 1 hour; and while the
liquid level was maintained at 20 liter, the reaction prod-
ucts were recovered through a decanter for 32 hours un-
der the driving condition of the normal state.
[0114] The total weight of reaction products was 158
kg; as shown in the analysis result, ethylpropylacrolein
was 96 %, normal-butyl aldedhyde was 3.9 % and alde-
hyde trimer was 0.1 %, which means that average 4.74
kg of ethylpropylacrolein was produced per 1 hour.

(Example 2.2) Preparation of Alcohol having Increased 
Carbon number through Hydrogenation

[0115] The hydrogenation reaction was performed by
using the loop reactor with the same method to Example
1.3.1 except supplying 96 % ethylpropylacrolein reaction
product produced from Example 2.1 in a rate of average
4.7 kg per 1 hour, along with hydrogen in a rate of 0.26
kg per 1 hour.
[0116] While the liquid level was maintained, after
reaching the normal state, the driving was continuously
performed for 28 hours thereby obtaining 136 kg of the
total weight of the hydrogenation reaction product having
octanol as a main component in a rate of average 4.86
kg per 1 hour.
[0117] From analyzing the components through the
gas chromatography, butanol was 0.5 %, octanol was 96
%, a heavy component, such as butylaldehyde trimer,
was 3.3 %, and water was 0.2 %.

<Comparative Example 1>

[0118] The driving was continuously performed for 72
hours with the same method to Example 1.2, except using
the continuous stirred-type reactor (CSTR) of 30 liter ver-
tical tank-type, in which the reactors were connected in
series. As a result, 436 kg of the total amount of butyla-
ldehydes was produced, which means that average 6.06
kg of butanol was produced per 1 hour. The conversion
efficiency was 95.6 %, in which the conversion efficiency
means the conversion rate from the injected propylene
to butylaldehydes, not from the injected propylene to pro-
pane that is a by-product.

<Comparative Example 2>

[0119] The hydrogenation reaction was continuously
performed with the same method to Example 1.3.2, ex-
cept packing by using only the nickel catalyst that was
put in the gamma-alumina as a catalyst. As a result, the
driving was performed for 72 hours after reaching the
normal state, and 465 kg of the total amount of the hy-
drogenation reaction product having butylalcohol as a
main component was produced, which means that aver-
age 6.46 kg of butanol was produced per 1 hour.
[0120] From analyzing the components through the
gas chromatography, normal-butylalcohol was 84.8 %,
iso-butylalcohol was 8.7 %, and water was 0.2 %, but a
heavy component, such as butylaldehyde trimer, was 6.3
% as a weight rate.

<Comparative Example 3>

[0121] Two packed columns having 20 plates of theo-
retical plate number were connected in series, in which
the packed columns were installed with the reboiler and
the condenser using the pipe with the same diameter and
length to Example 1.3. While Feed as the same to Ex-
ample 1.3 was also supplied in a flow rate of 6.4 kg per
1 hour to 8th plate from the upper part of the first column
as the same method to Example 1.3, the product was
recovered from a tower top and the product recovered
from a tower bottom was again injected to 8th plate from
the upper part of the second column; and also the prod-
ucts were recovered from the tower top and bottom of
the second column.
[0122] The driving time of the normal state was for 70
hours, 0.89 kg of total water and less than 15 g of iso-
butylalcohol were obtained as the product from the tower
top of the first column. The tri-component mixture con-
taining 38.7 kg of iso-butylalcohol, 388.3 kg of normal-
butylalcohol, and 7 g of water was obtained as the product
from the tower bottom of the second column. 18.6 kg of
aldehyde trimer and 0.7 kg of normal-bytylalcohol were
obtained as the final product from the tower bottom.
[0123] As a result of changing from the energy amount
that was supplied from the reboiler to the column to the
caloric value under the driving condition of the normal
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state, the total caloric value was 1.93 Mcal/hr, which
means average 0.63 Mcal per 1 hour was in the first col-
umn and average 1.32 Mcal per 1 hour was in the second
column.

Claims

1. An apparatus for producing alcohols, comprising:

a hydroformylation reactor comprising:

a nozzle for spraying olefins and a synthesis
gas (CO/H2) toward a catalyst mixture so-
lution inside a reactor;
a reactor outlet for discharging a reaction
mixture of the olefins and the synthesis gas;
and
a distributor plate for converting a flow of
the olefins and the synthesis gas (CO/H2),
in which the distributor plate is installed be-
tween the nozzle and the reactor outlet.

2. The apparatus for producing alcohols of claim 1,
wherein the hydroformylation reactor comprises a
circulation pipe for circulating the reaction mixture
by recovering the reaction mixture from the reactor
outlet and then resupplying to the nozzle, in which
the hydroformylation reactor is connected to the re-
actor outlet and the nozzle.

3. The apparatus for producing alcohols of claim 2,
wherein the hydroformylation reactor is connected
to a catalyst/aldehydes separator comprising:

a separation pipe for separating the reaction
mixture from the circulation flow, in which the
separation pipe is separated from any one of the
circulation pipe;
a catalyst/aldehydes separation machine for
separating the catalyst mixture solution and al-
dehydes from the reaction mixture, in which the
catalyst/aldehydes separation machine is con-
nected to the separation pipe;
a supplying pipe of the catalyst mixture solution
for supplying the catalyst mixture solution to the
circulation pipe, in which the supplying pipe is
connected to any one of the circulation pipe and
the catalyst/aldehydes separation machine; and
an aldehyde recovering pipe for recovering al-
dehydes, in which the aldehyde recovering pipe
is connected to the catalyst/aldehydes separa-
tion machine.

4. The apparatus for producing alcohols of claim 1,
wherein the catalyst mixture solution comprises a
transition metal catalyst, ligand and solvent.

5. The apparatus for producing alcohols of any one of
claims 1 to 4, further comprising a hydrogenation
reactor for producing alcohols by adding hydrogen
to the recovered aldehydes from the hydroformyla-
tion reactor.

6. The apparatus for producing alcohols of claim 5,
wherein the hydrogenation reactor is connected to
a distillation column comprising:

an inlet part for entering the hydrogenation re-
action product passed through the hydrogena-
tion reactor;
a low boiling point component outlet part for dis-
charging the low boiling point component among
the hydrogenation reaction products;
a middle boiling point component outlet part for
discharging the meddle boiling point component
among the hydrogenation reaction products;
and
a high boiling point component outlet part for
discharging the high boiling point component
among the hydrogenation reaction products.

7. The apparatus for producing alcohols of any one of
claims 1 to 4, further comprising an aldol condensa-
tion reactor for producing aldehydes having an in-
creased carbon number by the aldol condensation
of aldehydes recovered from the hydroformylation
reactor.

8. The apparatus for producing alcohols of claim 7,
wherein the hydrogenation reactor for producing al-
cohols by adding hydrogen to aldehydes having the
increased carbon number produced from the aldol
condensation reactor is connected to the aldol con-
densation reactor.

9. The apparatus for producing alcohols of claim 5,
wherein the hydrogenation reactor comprises a loop
reactor or dual fixed reactors.

10. The apparatus for producing alcohols of claim 1,
wherein the nozzle comprises an ejector installed
with a nozzle.

11. The apparatus for producing alcohols of claim 10,
wherein a diameter of the nozzle is 1 mm to 500 mm.

12. The apparatus for producing alcohols of claim 1,
wherein the nozzle comprises a venturi tube.

13. The apparatus for producing alcohols of claim 12,
wherein the venturi tube comprises an inlet part for
entering the olefins and the synthesis gas and a di-
vergent part toward a distributor plate, in which the
divergent part is connected to the inlet part; and the
diameter of the divergent part inlet is the same to the

23 24 



EP 2 390 242 A2

14

5

10

15

20

25

30

35

40

45

50

55

diameter of the inlet part tube, and the diameter of
the divergent part outlet is 1.0 to 10 times longer than
that of the divergent part inlet.

14. The apparatus for producing alcohols of claim 1,
wherein the distributor plate is located between 1/2
and 2/3 of the length from the end of the nozzle to
the reactor outlet.

15. The apparatus for producing alcohols of claim 1,
wherein a shape of the distributor plate is a flat
shape, a convex shape or a concavo shape corre-
sponding to the nozzle.

16. The apparatus for producing alcohols of claim 5,
wherein the hydrogenation reactor comprises:

a nozzle for spraying the recovered aldehydes
and hydrogen gas from the hydroformylation re-
actor to the catalyst mixture solution that is
charged inside the reactor;
a reactor outlet for discharging the reaction mix-
ture of aldehydes and hydrogen gas, in which
the reactor outlet is located at the bottom of the
reactor; and
a circulation pipe for circulating the reaction mix-
ture by recovering the reaction mixture from the
reactor outlet and then supplying them to the
nozzle, in which the circulation pipe is connected
to the reactor outlet and the nozzle.

17. The apparatus for producing alcohols of claim 16,
wherein the nozzle of the hydrogenation reactor
comprises the ejector installed with the nozzle.

18. The apparatus for producing alcohols of claim 17,
wherein the diameter of the nozzle is 1 mm to 500
mm.

19. The apparatus for producing alcohols of claim 16,
wherein the nozzle comprises the venturi tube.

20. The apparatus for producing alcohols of claim 19,
wherein the venturi tube comprises an inlet part for
entering the olefins and the synthesis gas and a di-
vergent part toward a distributor plate, in which the
divergent part is connected to the inlet part; and the
diameter of the divergent part inlet is the same to the
diameter of the inlet part tube, and the diameter of
the divergent part outlet is 1.0 to 10 times longer than
that of the divergent part inlet.

21. The apparatus for producing alcohols of claim 20,
wherein the length of the divergent part is 0.1 to 100
times longer than that of the inlet part.

22. The apparatus for producing alcohols of claim 20,
wherein the length of the venturi divergent part is

0.01 to 0.95 times longer than that of the reactor.

23. The apparatus for producing alcohols of claim 5,
wherein the hydrogenation reactor comprises:

a nozzle for spraying the recovered aldehydes
and hydrogen gas from the hydroformylation re-
actor inside the reactor;
a nickel catalyst layer having a high activity, in
which the nickel catalyst layer is located at the
site of flowing aldehydes and hydrogen;
a copper catalyst layer having a low activity, in
which the copper catalyst layer is located after
the nickel catalyst layer; and
a reactor outlet for discharging the hydrogena-
tion reaction mixture, in which the reactor outlet
is located to connect to the copper catalyst layer.

24. The method for producing alcohols, comprising:

hydroformlyating for promoting the hydrofor-
mylation reaction of micro-bubble and a synthe-
sis gas (CO/ H2) by forming the micro-bubble of
the olefins and the synthesis gas through spray-
ing the synthesis gas (CO/H2) and olefins in the
catalyst mixture solution and changing the
spraying flow of the synthesis gas (CO/H2) and
the olefins by using a distributor plate; and
hydrogenating for obtaining the product of the
hydrogenation reaction containing alcohols by
adding hydrogen to aldehydes that are the prod-
uct obtained from the above hydroformylation
step.

25. The method for producing alcohols of claim 24,
wherein the catalyst mixture solution comprises a
transition metal catalyst, ligand and solvent.

26. The method for producing alcohols of claim 24,
wherein the hydrogenation step forms the micro-
bubbles of the aldehydes and the hydrogen gas by
spraying the aldehydes and the hydrogen gas in the
hydrogenation catalyst mixture solution, and then
makes to react the micro-bubbles with the hydrogen-
ation catalyst mixture solution.

27. The method for producing alcohols of claim 26,
wherein the hydrogenation catalyst mixture solution
comprises Raney-Ni or copper powder.

28. The method for producing alcohols of claim 24,
wherein for the hydrogenation step, the hydrogena-
tion reaction is preformed by passing the recovered
aldehydes and the hydrogen gas through the catalyst
layer that is composed of dual layers of Ni catalyst
layer having a high activity and Cu catalyst layer hav-
ing a low activity.
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29. The method for producing alcohols of claim 24 or 26,
wherein a speed of the spraying is performed at 0.1
to 100 m/sec.

30. The method for producing alcohols of claim 24, fur-
ther comprising an aldol condensation step for ob-
taining the aldehydes having an increased carbon
number by the aldol condensation of the aldehydes
recovered from the hydroformylation step.

31. A apparatus for producing alcohols, comprising:

a hydroformylation reactor comprising a nozzle
for spraying olefins and a synthesis gas (CO/H2)
into a solution of catalyst mixture that is charged
inside the reactor, in which the nozzle is installed
at the upper part of the reactor; a reactor outlet
for discharging the reaction mixture of the syn-
thesis gas and olefins, in which the reactor outlet
is located at the bottom part of the reactor; a
distributor plate for changing the flow direction
of olefins and the synthesis gas, in which the
distributor plate is installed between the nozzle
and the reactor outlet; and a circulation pipe for
circulating the reaction mixture by recovering
the reaction mixture from the reactor outlet and
then supplying to the nozzle, in which the circu-
lation pipe is connected to the reactor outlet and
the nozzle;
a catalyst/aldehydes separator comprising a
separation pipe for separating the reaction mix-
ture from the circulation flow, in which the sep-
aration pipe is separated from any one of the
circulation pipe; a catalyst/aldehydes separa-
tion machine for separating the catalyst mixture
solution and aldehydes from the reaction mix-
ture, in which the catalyst/aldehydes separation
machine is connected to the separation pipe; a
supplying pipe of the catalyst mixture solution
for supplying the catalyst mixture solution to the
circulation pipe, in which the supplying pipe is
connected to any one of the circulation pipe and
the catalyst/aldehydes separation machine; and
an aldehyde recovering pipe for recovering al-
dehydes, in which the aldehyde recovering pipe
is connected to the catalyst/aldehydes separa-
tion machine;
a hydrogenation reactor for adding hydrogen to
the recovered aldehydes; and
a distillation column comprising an inlet part for
entering the hydrogenation reaction product
passed through the hydrogenation reactor; a low
boiling point component outlet part for discharg-
ing the low boiling point component among the
hydrogenation reaction products; a middle boil-
ing point component outlet part for discharging
the meddle boiling point component among the
hydrogenation reaction products; and a high

boiling point component outlet part for discharg-
ing the high boiling point component among the
hydrogenation reaction products.
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