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Experiments — Free Radical Chain Growth Polymerization

1. Experiments

1.1. Free Radical Chain Growth Polymerization

1.1.1. Bulk Polymerization of MMA with AIBN (Trommsdorff-Norrish Effect)

SAFETY PRECAUTIONS

Dangerous chemicals are used in this experiment. AIBN is oxidant (O), harmful (Xn), irritant
(Xi); the monomer is harmful (Xn); DCM, methanol are harmful (Xn), toxic (T), flammable (F).
The polymerization is highly exothermic and has to be conducted in the fume hood wearing
personal safety equipment at all time.

REAGENTS AND MATERIALS

Name

Azobisisobutyronitrile (AIBN)

Methyl methacrylate (MMA)

PROCEDURE

6.09x10 mol AIBN and 9.99x10 mol of freshly distilled methyl-methacrylate (MMA) are
added into a 25 mL round bottom flask, and shaken carefully to dissolve the initiator. Oxygen
is removed by bubbling inert gas (nitrogen, argon) via a syringe through the solution. Using a
2 mL pipette, the solution is divided into five portions (3 with 2 g and 2 with 1 g) and filled
into five 10 mL vials. Oxygen has to be removed again and the vials are closed with covers
(do not forget to add the magnetic stir bars). The polymerization reaction is carried out in an
oil bath at 70 °C (exact temperature control is important!!!). After 10, 20, 30 minutes one of
the 2 g test tubes is removed from the oil bath and cooled down in an ice/salt bath. One of
the 1 g test tubes is removed when gas is generated (bubbles). Write down the time (ca. 40-
50 min) and take out the last sample 2 min later.

Work up: Dilute each of the samples with 2-5 ml dichloromethane. By dropping each of
these solutions into 50 ml of stirred methanol, the polymers are precipitated. The
precipitates are filtered with suction, washed with methanol and dried overnight at 60 °C in
a vacuum oven. The next day the polymers are weighed.

FUNDAMENTAL EQUATIONS

dM 2kqf 1
Veoty = =220 = kep,, |(241) [M] = kot [M,IVTET - (Eu. 1)
[1] = [Io]e*at (Equ. 2)
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EVALUATION
Q1. Why should oxygen be excluded?
Q2 Make a plot of the time dependence of the conversion (P).
The conversion is calculated from:
M]o—[M . .
P(t) = HRC Prwva2” ©=0.944 g/ml Pewiva’” =0.90 g/ml
[M]y: amount of monomer att=0
[M]i: amount of monomer at time t
How would the graph look like without a Trommsdorff-Norrish effect?
Q3 The slope of the conversion vs. time plot represents the relationship (Veo,/[M]o).
Determine the rate constant of polymerization (kpoly).
From kel and f = 0.5; kg = 2.75*10° [1/s]; k; = 3.7*10 [I/mol*s], calculate k, and
compare it with the value from the literature.
Q4 Calculate the amount of initiator, which is not dissociated at the end of the reaction
and comment this.
Q5 Why is gas produced in the last two samples?
REFERENCES

Principles of polymerization 3" Ed., J. Polym. Sci. A Polym. Chem. 1991, 30, 7, 1508

Stanley R. Sandler, Wolf Karo, Eli M. Pearce, Polymer Synthesis and Characterization: A
Laboratory Manual, Academic Press 1998
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1.1.2. Suspension Polymerization of Styrene with DBPO

REAGENTS AND MATERIALS

Name

Poly(vinyl alcohol) (PVA)

Dibenzoyl peroxide (DBPO)

Styrene (p = 0.909 g/mL)

PROCEDURE

In a 100 mL three neck flask equipped with a magnetic stir bar and a coil condenser with gas
inlet, a solution of 50 mg PVA in water (30 mL) is prepared. In the beginning, the oxygen is
removed by bubbling inert gas through the mixture for about 1 min using a syringe and
afterwards the third neck is closed with a glass stopper. Heat the mixture to 60-70°C in an oil
bath while stirring until the PVA is completely dissolved. In the meanwhile, dissolve 3.10x10™
mol DBPO in 4.80x102 mol of freshly distilled styrene in a separate flask (room temperature)
and pour the solution into the 100 mL flask while stirring. The stirring velocity is adjusted
that the monomer mixture can form small droplets of about 0.1- 0.5 cm diameter and kept
constant throughout the polymerization process. Do not stir to fast! The gas inlet on the coil
condenser is connected to nitrogen and the temperature is increased to 85 °C.

Under nitrogen atmosphere take a 2 mL sample with a glass tube/syringe at reaction time T
=0 (end of Styrene addition), 30, 60, 90, 120, 150, 180, 240, 300 and 360 minutes. Pour each
sample into 20 mL dichloromethane in a separator funnel. The organic layer is extracted with
water and DCM is evaporated at the rotation evaporator to a volume of approximately 1 mL.
Afterwards the polymer is precipitated in 80 mL methanol. The precipitate is filtered with
suction, and dried at 50 °C overnight. After 6 h the polymerization mixture is cooled down to
room temperature with stirring. Then stop stirring. After a few minutes water phase is
decanted, the polystyrene pearls are filtrated, washed with methanol and water, and dried
at 50 °C. Weigh the samples and calculate the total yield.

Store the samples for molecular weight determination and spectroscopy measurement.

EVALUATION
Ql Make a plot of the time dependence of the conversion (P). (seel.1.1 Q2)

Q2 Calculate the rate of polymerization (rp) and comment on it. (see 1.1.1 Q3)

Q3 What happens with the droplets if the stirring speed is adjusted too fast?
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1.1.3. Emulsion Polymerization of Styrene

REAGENTS AND MATERIALS

Name

Styrene

Ammonium peroxodisulfate solution (0.68 wt%) in H,O

Sodium dodecyl sulfate (SDS) in 10 mL H,O

H,O

Sodium chloride (NaCl)

Toluene

Propanol

PROCEDURE

In a 100 mL round bottom flask equipped with a magnetic stir bar, a solution of sodium
dodecyl sulfate (1.23x10 mol) in water (24 mL) is prepared. After dissolving the initiator
ammonium peroxodisulfate (9.24x10 mol) in the SDS/water solution, 6.82x10 mol freshly
distilled styrene is added to the solution under vigorous stirring. After extensive degassing
(bubbling nitrogen with a syringe), the flask is equipped with a coil condenser and the
reaction mixture is heated to 50 °C. After 2 h reaction time, the heating is removed and the
mixture is cooled to ambient temperature. The micellar suspension has a milky appearance.
Take and store a 1 mL sample for particle size characterization by Dynamic Light scattering
(DLS). From residual reaction mixture, remove the magnetic stir bar and add saturated NaCl
solution under vigorous stirring using a glass rod. The polystyrene immediately starts to
precipitate and the remaining solution is decanted (solvent waste!).

The polymer is dissolved in toluene, precipitated into propanol, filtered with suction, washed
with methanol, water and dried at 50 °C in vacuo overnight.

EVALUTION
Q1 Why do you need to add SDS?

Q2 How do you control the latex particle size?

Q3 How is a surfactant characterized? What physio-chemical characteristics are
required?

Q4 What is the particle stabilization mechanism? Which other types of surfactant do you
know and how do those stabilize the emulsion droplets?

Q5 Draw a cartoon description of the three stages of emulsion polymerization including
all the particles and indicating their relative sizes.

Q6 How does DLS work?
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1.1.4. Polymer Analogues Reaction: Synthesis and Characterization of Sodium
Carboxymethylcellulose

REAGENTS AND MATERIALS

Name Amount
Cellulose powder 5g
Sodium hydroxide solution (5 wt%) in H,0 20 mL
i-Propanol 100 mL
Sodium monochloro acetate (NaMCAc) 78
1M HCl

Ethanol (70 wt%)

PROCEDURE

To a 250 mL flask equipped with a magnetic stir bar cellulose powder (5 g), NaOH,4.(20 mL, 5
wt%) and isopropanol (100 mL) is added. The cellulose is alkalized at ambient temperature
for 1 h. In the following, sodium monochloro acetate (NaMCAc, 7g) is added, the
temperature raised to 55 °C and the reaction continued for 3 h.

The slurry is converted to the acid form by adding acidified (HCI) isopropanol. Excess acid is
removed by washing with a 70 wt% ethanol water solution (until pH is neutral) over a
Blchner funnel equipped with a suction flask and the material is dried in the vacuum oven.
Weighed samples of the free acid are dissolved in distilled water, containing an excess of
standard sodium hydroxide, and the excess base is back-titrated with standard hydrochloric
acid (over a burette), using phenolphthalein as pH indicator.

EVALUATION
Q1 Which possible side reactions could you imagine?

Q2 Calculate the degree of substitution in amount of carboxyl groups per polymer chain.
Q3 Why do you use NaMCAc and not the free acid?

Q4 Why do you use phenolphthalein as indicator? Name three other pH indicators with
their properties (e.g. transition point).

REFERENCES
M.P. Adinugraha, D.W. Marseno, Carbohydrate Polymers 2005, 62, 164-169

R.W. Eyler, E. D. Klug, F. Diephuis, Anal. Chem. 1947, 19, 24-27
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1.1.5. Free Radical Copolymerization of MMA and Styrene

REAGENTS AND MATERIALS

Name

Styrene

MMA

AIBN

Petrol ether

MONOMER PREPARATION PROCEDURE (for Experiments: 1.1.5,1.2.2, 1.3.1)

Prepare a monomer mixture of 7.68x107 mol styrene with 7.67x10% mol MMA in a well
dried, nitrogen flushed 50 mL Schlenk flask. The flask is closed carefully and stored in the
refrigerator until further use.

PROCEDURE

Mix 5 mL of the prepared monomer mixture and 9.74x10” mol AIBN in a well dried and
nitrogen flushed 50 mL Schlenk flask (equipped with a magnetic stir bar). After addition
exchange the septum with a greased glass stopper under a slight nitrogen stream and fix it
with a metal clamp. The polymerization is performed at 60 °C in an oil bath.

After 4 h the flask is cooled to 0 °C using an ice bath and the mixture is diluted with 25 mL of
toluene. Precipitate the copolymer by dropping the solution into 250 mL petrol ether. The
polymer is isolated by filtration with suction (Biichner funnel, suction flask), washing with n-
hexane and drying at 70 °C in vacuo.

Copolymerization parameters: rsiyrene = 0.52, ryma = 0.46
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1.1.6. Precipitation Polymerization of Acrylonitrile with Redox Initiator in Water

REAGENTS AND MATERIALS

Name

Acrylonitrile

Sodium disulfite solution (5 wt%) in H,O

Potassium peroxodisulfate solution (5 wt%) in H,0

Fe(ll) sulfate heptahydrate solution in H,O

H,S0, (conc.)

PREPARATORY WORK

The sodium metabisulfite solution and the potassium peroxodisulfate solution are prepared
according to the table. For the Fe(ll) solution, 10 mg of Fe(ll) SO4 x 7 H,0 are dissolved in 100
mL distilled water and 2 mL of conc. sulfuric acid are added using a pipette.

PROCEDURES

a) Polymerization dependency on the oxidizing/reducing agent ratio
Four 50 mL Schlenk flasks are evacuated carefully and flushed with nitrogen. Afterwards the
flasks are equipped with the reagents in the following table, whereas the potassium
peroxydisulafe solution is simultaneously added last to all four reaction flasks:

Sample | H20 | Acrylonitrile Na2S20s5 FeSO4 K2S20s
(mL) (mL) (mL)/(mmol) (mL)/(mmol) (mL)/(mmol)
1 18 1.5 0.05 / 1.3x10 0.25/9x10” 0.25 / 4.6x10™
2 17 1.5 0.25/ 6.6x10™ 0.25/9x10” 0.25/ 4.6x107
3 17 1.5 0.5/1.32x10™ 0.25/9x10” 0.25 / 4.6x10™
4 16 1.5 1.0/2.63x10™ 0.25/9x10” 0.25/ 4.6x10™

After complete addition of all reagents, the reaction flasks are slewed shortly and allowed to
stand at 20 °C under nitrogen atmosphere. Note down the time until the first turbidity for
each sample.

In the meanwhile prepare four suction flasks with Biichner funnels. After 20 min reaction
time all four samples are filtered simultaneously, washed with H,0 and methanol and dried
at 50 °C in vacuo overnight.

b) Influence of the initiator concentration (on reaction rate) with constant
oxidizing/reducing agent ratio

Prepare four round bottom flasks as described in section a) and fill with the reagents

described in the following table. The samples are allowed to stand for 20 min at 20 °C and
worked up as described in section a).
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Sample | H20 | Acrylonitrile NazS:20s5 FeSO4 K2S20g
(mL) (mL) (mL)/(mmol) (mL)/(mmol) (mL)/(mmol)
1 18 1.5 0.05/1.3x10 0.05/1.8x10~ 0.05/9.0x10°
2 17 1.5 0.25/6.6x10 0.25/9.0x10~ 0.25/ 4.6x10™
3 17 1.5 0.5/1.32x10™ 0.5/1.8x10™ 0.5/9.3x102
4 16 1.5 1.0/2.63x10™ 1.0/ 3.6x10™ 1.0/1.85x10™"
EVALUATION

Q1 Why is it necessary to add concentrated sulfuric acid to the Fe(ll) sulfate solution?

Q2 For section a), plot the conversion (reaction rate) vs. oxidizing/reducing agent ratio
and explain.

Q3 For section b), plot the reaction rate (in % conversion/min) vs. \/c_i(in mol K,S,0s)
and explain.
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1.1.7. Photo polymerization of PEG-400-diacrylate

REAGENTS AND MATERIALS

Name

PEG-400-diacrylate

IRGACURE® 2959 (photo initiator), MW = 224.25 g/mol

PROCEDURE
In a 50 mL round bottom flask, 9.57x10™ mol of PEG-400-diacrylate and 8.92x10™* mol photo
initiator are stirred (glass bar) to form a homogeneous mixture (might take up to 1 h to
dissolve). The resulting solution is evacuated at high vacuum to remove gas bubbles
generated by stirring.
Using a spatula or a glass bar, the mixture is applied onto a glass slide (from microscope).
The layer has to be as thin as possible. In a distance of approximately 20 cm, irradiate the
film using an UV lamp (A = 250 nm) overnight (until a hard coating is received). There are two
possible irradiation procedures:
a) lIrradiate the whole film (example for coating by polymerization)
b) Use a mask (e.g. coin) near the surface to shield a part of the film. After hardening of
the film the non-irradiated part can be removed by solvent (example for surface
structuring, photoresists)

EVALUATION
Q1 Characterize the monomer mixture and the resulting polymer by IR spectroscopy to
qualitatively determine the conversion of PEG-400-diacrylate (9 = 1635 cm™).

Q2 Qualitatively investigate the swelling behavior of the polymer film using different
solvents (e.g. THF, toluene, etc.).
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1.1.8. Dilatometry

REAGENTS AND MATERIALS

Name

Styrene

Dibenzoyl peroxide (DBPO)

PROCEDURE
The schematic setup of a dilatometer is shown below:

It consists of a capillary tube (1), the 50 mL round bottom flask (NS 14) (2), the inlet funnel
(3) and the stopcock (4).

Put the components of the dilatometer together (capillary tube with funnel and stopcock,
reaction flask) thoroughly greasing the stopcock and the joints. Fix the flask with a metal clip
and weigh the empty apparatus. Note down the weight of the apparatus and the diameter
of the capillary engraved on its top. Take care to not exchange any part of the apparatus
after weighing. In the meanwhile, heat up a water bath (15 L beaker) to 50 °C using a
thermostat.

The capillary tube has to be equipped with a scale (graph paper) to determine Ah.

After all preparations, use a 100 mL, nitrogen flushed round bottom flask to dissolve
different amounts of DBPO (see table below) in 60 mL styrene by shaking carefully to
prevent blistering, which would introduce into much oxygen. After completely dissolving the
initiator, fill the reaction mixture into the apparatus up to the lower end of the capillary
tube. Take care to avoid any bubbles. Close the stopcock and carefully dab away any styrene
in the funnel using cellulose and immerse the apparatus into the water bath (50 °C) up to the
lower end of the capillary tube.

10
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Goup Entry A Entry B Entry C
1 1520 mg 1840 mg 2160 mg
2 1600 mg 1920 mg 2240 mg
3 1680 mg 2000 mg 2320 mg
4 1760 mg 2080 mg 2400 mg

CAUTION: Due to the thermal expansion of the styrene, the volume of the reaction mixture
exceeds the volume of the apparatus and has to be removed from the upper end of the
capillary by dabbing away with cellulose. WEAR GLOVES!

After reaching the thermal equilibrium the level of the reaction mixture in the capillary starts
to decrease. Note the time and measure the change in height in relation to time. The time
interval depends on the initiator concentration and has to be chosen carefully. The
measuring points have to be sufficient to draw a regression curve. The measurement is
finished when the level approaches the lower end of the capillary. If the reaction is very slow
the minimum reaction time will be 90 min. In order to obtain good data, Ah should be
checked by the same person!

After the measurement, the apparatus is carefully removed from the water bath. The
outside water is wiped off and the weight of the filled dilatometer is determined again. From
the difference in weight of the filled to the empty dilatometer, calculate the volume of
styrene (pao:c = 0.9063 g/ml).

Clean the apparatus thoroughly by washing with dichloromethane and acetone.

Measure three initiator concentrations twice each. Check with the other groups that all
concentrations are measured in the end and exchange the data.

FUNDAMENTAL EQUATIONS
AV —WX(i—i) (Equ. 3)
100 pm Py qu.
AV,
conv.= Wie (Equ. 4)
X
/M, 1000
nd?
Av = TAh (Equ. 6)
_AMpu_ _pu_10vpm
Veoy = 3 M, — pu—ppvo At Mp (Equ.7)

AVig0: volume contraction at 100% conversion of styrene
W: weight of monomer

x: conversion speed of monomer per minute

M,: molecular weight of the monomer

Pm,p: density of the monomer and polymer

11
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EVALUATION
Ql Determine the rate of polymerization for the different initiator concentrations.

For the determination of polymerization rate, calculate Ah = h,,,,, — h; for every t.hpey is
measured from the level of the reaction mixture after the thermal expansion of styrene.

Make a plot Ah vs. t. From the slope of the graph, calculate the polymerization rate (Vpoy)
using the equations 1 - 7.

Q2 Why is there a deviation from a straight line in the beginning of the polymerization?

Plot the polymerization rates for different initiator concentrations vs. [I] on a double
logarithmic paper. Discuss the plots.

12
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1.2. Anionic Polymerization

1.2.1. Synthesis of Isotactic and Syndiotactic PMMA

REAGENTS AND MATERIALS

Name

Methyl methacrylate (MMA), dry

n-BuLi (1.6M in hexane)

Dimethoxyethane (DME), dry

Toluene, dry

Dichloromethane

Methanol

Pyridine, dry

dry ice/ethanol, dry ice/acetone

PROCEDURE

The initiator mixture is prepared by mixing 6.4x10 mol of n-BuLi (solution in hexane) with
1.5 equivalents of dry pyridine in a well dried, nitrogen flushed Schlenk tube closed with a
septum, using a syringe.

Two polymerizations are carried out in parallel (1.2.1.1 and 1.2.1.2).

15 mL of dry DME is added into one of two completely dried, nitrogen flushed 25 mL Schlenk
flask (NS 14, equipped with a magnetic stir bar) (1.2.1.1) and 15 mL of dry toluene into the
other (1.2.1.2). The tubes are closed with septa under a slight nitrogen stream.

Inject about 0.5mL of the initiator to each of the tubes and cool them down to -78°C
(1.2.1.2), -50 °C (1.2.1.1). Under vigorous stirring, add 9.39x10°> mol MMA to each tube. The
reaction mixture should turn red. If there is no change in color, there must have been some
moisture in the reaction mixture. Try to add another 0.5 mL of the initiator mixture. After 20
min the tubes are replaced from cooling and the polymerizations are stopped by slowly
adding about 1 mL methanol.

Work up: The polymer from 1.2.1.1 (DME) is precipitated by dropping into 75 mL of stirred
methanol (beaker equipped with magnetic stir bar), whereas the polymer from 1.2.1.2
(toluene) is diluted with 10 mL DCM prior to precipitation into 150 mL methanol. The
polymers are filtered with suction, washed with methanol and dried overnight at 50 °C in a
vacuum oven. The next day determine the yield and the melting points of the polymers.

13
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EVALUATION
Store the polymers for IR and 1H-NMR analysis for the determination of their tacticity.

The table below gives the wave numbers of the IR spectra which are sensitive to the tacticity
of the polymers (+ indicates the relative intensity).

cm-1 677 | 790 | 808 | 945 | 1035 | 1100 | 1212 | 1240 | 1338

syndiotactic | ++++ ++++ ++++ | H+++ ++++ ++++ ++++ ++++ ++++
atactic +++ | b | +++ +++ +++ 4+ 4+ +++
isotactic 0 ++++ ++ 0 + 0 0 + ++

Q1 Compare the IR Spectra of the polymer 1.2.1.1 and 1.2.1.2 with the spectrum of the
PMMA synthesized by free radical polymerization (1.1.1). By comparison with the IR
spectrum of the atactic PMMA (1.1.1), make a qualitative conclusion to the structure
of 1.2.1.1 and 1.2.1.2. Also compare the 1H-NMR of syndiotactic and isotactic PMMA.

Q2 Explain the different tacticity of 1.2.1.1 and 1.2.1.2 with the polarity of the solvents
and the structure of the transition state.

Q3 Why do you add dry pyridine to the initiator mixture?

Q4 Why is it essential to exclude moisture from the reaction mixture?

14
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1.2.2. Anionic Copolymerization of MMA and Styrene

PROCEDURE

Take 5 ml of the monomer mixture prepared in 1.1.5 and transfer to a well dried and
nitrogen flushed 50 mL Schlenk tube equipped with a magnetic stirring bar. Add 10 mL of dry
toluene. Close the tube with a septum under a small stream of nitrogen. Cool it to -50 °C
using a dry ice/ethanol bath (carefully control the temperature). To the cooled mixture, 2 mL
of phenyl magnesium bromide (1M in THF) is added via a syringe. After 90 min the flask is
removed from the cooling bath. The reaction is quenched by dropping into a stirred mixture
of 200 mL methanol and 10 mL 2MHCI. Afterwards, the polymer is isolated by filtration with
suction, washing with n-hexane and drying at 50 °C in vacuo overnight. Determine the yield
and store the polymer for IR and NMR analysis.

15
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1.2.3. Block copolymerization of Styrene and MMA

REAGENTS AND MATERIALS

Name

Styrene, dry

Methyl methacrylate (MMA), dry

Toluene, dry

Dimethoxyethane (DME), dry

1,1-Diphenyl ethylene

n-BuLi (1.6M in hexane)

dry ice

Methanol

Ethanol

PROCEDURE

Two polymerizations are carried out in parallel:
1.2.3.1: anionic block copolymerization of styrene and MMA
1.2.3.2: anionic homopolymerization of styrene

All operations have to be carried out under a thoroughly exclusion of moisture and air!

10 mL of dry toluene is injected into each of two completely dried, nitrogen-flushed 25 mL
Schlenk flasks (NS 14), equipped with magnetic stir bars. They are closed under a small
stream of nitrogen using septa. In a third well dried and nitrogen flushed Schlenk flask,
dissolve 2.22x10° mol 1,1-diphenyl ethylene in 5 mL of toluene.

The two toluene filled Schlenk tubes are cooled down to -78 °C using a dry ice/acetone bath.
Afterwards, 8.73x10™ mol of dry styrene is transferred into one of the flasks (1.2.3.1) and
1.75x1072 mol of dry styrene into the other (1.2.3.2) using a syringe. Under vigorous stirring,
the polymerization is initiated by injecting 5 mol% of n-BulLi and 4 mL of dry DME in quick
succession. It is important to use the same amount of initiator for both polymerizations.
After 30 min, 1.5 equivalents (referring to the amount of initiator) of the 1,1-diphenyl
ethylene solution is injected into entry 1.2.3.1. Note down your observation.

After additional 10 min of vigorous stirring, inject 8.73x10™> mol of dry MMA to entry 1.2.3.1.
Note down your observations.

Both reactions are quenched after additional 60 min by injecting 3.94x10° mol trimethylsilyl
chloride. Each of the polymers is isolated by precipitation in 150 mL methanol, filtration
under suction and washing with methanol. If the precipitate is too small to filter, use the
centrifuge to separate it from the solution. Drying is performed at 50 °C in vacuo overnight.
Determine the yields of the polymers.
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EVALUATION

Q1 Calculate the molecular weights of the polymers from GPC/SEC analysis and 1H-NMR
spectrum (end-group analysis with the TMS-group). Compare these results with the
calculated degree of polymerization from the initiator/monomer ratio and comment
this.

Q2 Why it is possible to calculate the degree of polymerization from the
initiator/monomer ratio?

Q3 How would you prove having a block copolymer from entry 2.2.3.1 instead of a
mixture PS and PMMA (polymer blend)?

Q4 Why do you add 1,1-diphenyl ethylene?

Copolymerization parameters: rsiyrene = 0.12, ryva = 6.4
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1.3. Cationic Polymerization

1.3.1. Cationic Copolymerization of Styrene and MMA

PROCEDURE

To prepare the initiator, equip a well dried 100 mL Schlenk flask with a magnetic stirring bar
and a column with vacuum adapter. Fill in aluminium oxide to a level of ca. 5 cm in the
column. Connect the Schlenk flask to the nitrogen and flood the whole apparatus by
streaming out the vacuum adapter of the column. Add 60 mL of nitrobenzene in the column
and let it drop into the flask. There should be ca. 50 mL of dry nitrobenzene in the Schlenk
flask after the procedure. Replace the column with a glass stopper. Add 2.25x10” mol of dry
aluminium chloride to the nitrobenzene quickly and stir for complete dissolution.

The polymerization is carried out by adding 5 mL of the monomer mixture prepared in 1.1.5
to a 100 mL well dried Schlenk flask under a slight nitrogen stream. The flask is closed with a
septum. To this monomer mixture 40 mL of the initiator solution is added using a syringe.
The reaction mixture is stirred until a homogeneous solution is obtained. The polymerization
takes place at room temperature. After 1 h drop the polymerization is quenched by pouring
the reaction mixture into 200 mL of methanol. The polymer is isolated by filtration with
suction, washing with n-hexane and drying at 50 °C in vacuo overnight. The yield of the
polymer is determined.

Copolymerization parameters: rstyrene = 10.5, rpyva = 0.1
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1.3.2. Cationic polymerization of vinyl isobutylether with BF;0Et2

REAGENTS AND MATERIALS

Name

Vinyl isobutylether, dry

Pentane, dry

BF;OEt,, dry

Potassium hydroxide

Dry ice

Acetone

Cyclohexylamine

PROCEDURE

A well dried 50 mL three-neck flask (NS 29) equipped with a magnetic stir bar, a septum, a
glass stopper and a nitrogen inlet is cooled down to -70 °C using an dry ice/acetone bath.
The stopper is exchanged by a funnel and ca. 6 mL dry pentane is added to the reaction
vessel. Afterwards the funnel is exchanged against the glass stopper again and secured with
a metal clamp.

The apparatus is kept under a constant nitrogen flux throughout the whole polymerization
process. 1.5x102 mol vinyl isobutylether is added using a syringe. Under vigorous stirring
3.9x10” mol dry BF30Et; is added drop wise and the reaction mixture is kept at -70 °C for 30
min, before another 2.44x10™ mol BF;OEt;, is added drop wise. The temperature is kept
constant for another 90 min.

Quenching is performed by the addition of cyclohexylamine and increasing the temperature
to ambient conditions (remove acetone/dry ice bath). The solvent pentane is evaporated at
the evaporator. The polymer is dried in at 50 °C in vacuo overnight and the yield is
determined.

EVALUATION
Q1 Why do you add BF30Et; in two separated portions?
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1.4. Polyaddition

1.4.1. Synthesis of Polyurethane Foams

REAGENTS AND MATERIALS

Name

Polyol (Polyolkomponente 1066-139 or Elastoflex W5526-101)

Poly(isocyanate) (Lupramat or ISO 145)

PROCEDURE

Prepare four mixtures (20 g) with different ratios of the polyol and the isocyanate compound
(e.g. 4:1, 2:1, etc). First add the polyol in a container (single use cup) followed by the
required amount of the isocyanate compound. Use a single use syringe to stir until you
obtain a homogeneous mixture. The reaction starts after 30 to 90 s under the formation of
heat and the volume starts slowly to increase. Let the reaction proceed.

ALWAYS WEAR GLOVES WHEN WORKING WITH THE ISOCYANATE COMPOUND!!!

EVALUATION

Ql Explain your observations regarding the structures of the components, e.g.
functionality).

Q2 Why do you use polymers to synthesize polyurethane foams?

Q3 Which components are required to obtain a foam?

Q4 Compare the rigidity and the bubble sizes of your different polymers and explain the
properties with the structure of the starting compounds.
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1.5. Polycondensation

1.5.1. Interfacial Polycondensation of PA 6,10 using hexymethylenediamine and sebacic
acid chloride

REAGENTS AND MATERIALS

Name

Sebacic acid chloride

Hexamethylenediamine

Dichloromethane (DCM)

distilled water

Phenolphthalein solution

Ethanol (50 Vol%)

Acetone

Sodium carbonate (Na,COs)

PROCEDURE

Prepare a solution of 1.4x10° mol sebacic acid chloride in 10 mL DCM in a 25 mL beaker
(solution 1). Use a separate beaker to prepare a solution of 3.8x10° mol
hexamethylenediamine in 5 mL distilled water (solution 2). Further add 1.4 equivalents of
Na,COs. Carefully cover solution 1 with a layer of solution 2 using a Pasteur pipette (for
better recognition of the top layer, color the water phase with a few drops phenolphthalein
solution. The polymer film which is formed immediately at the interfacial layer is extracted
with tweezers and put over a glass bar. Now it is possible to further extract the polymer
strand by rolling the bar. The polymerization stops immediately after stopping the polymer
extraction.

The polymer strand is now washed with ethanol, acetone, water using a Blichner funnel and
a suction flaks The final polymer is dried at 50 °C in vacuo overnight. Determine the melting

point of the polymer (Lit.: 228 °C).

EVALUTION
Q1 Why does the polymerization stop when stopping the polymer film extraction?

Q2 Why do you add sodium carbonate?

21




Polymer Synthesis and Characterization — Basic Laboratory Course
Experiments — Insertion Polymerization

1.6. Insertion Polymerization

1.6.1. Ring Opening Metathesis Polymerization (ROMP) of Norbornene

REAGENTS AND MATERIAL

Name

Norbornene, dry

Grubbs Catalyst

Dichloromethane (DCM)

Methanol

Phenol

PROCEDURE

6.27x10° mol Norbornene is dissolved in 2 mL DCM in a well dried 25 mL Schlenk-flask
(equipped with a magnetic stir bar) under inert atmosphere. After adding 6.2x10° mol
Grubb’s Catalyst, the polymerization starts immediately and the flask is closed with a
stopper. After stirring for 1h at r.t. 2 mL DCM, one drop conc. HCl and one drop Phenol are
added (quenching). The resulting polymer is stirred for another 20 min. until the color
changed from brown to green. The polymer is worked up by filtering and precipitated in 40
mL acidic methanol using a Blichner funnel and a suction flask.

EVALUATION
Q1 What is important for the monomer selection? Which properties are required?

Q2 What types of copolymers are possible?
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1.6.2. Synthesis of High Syndiotactic Polystyrene by Homogeneous Ziegler-Natta Catalysis

APPARATUS

Name Amount | Name Amount
250 mL three-neck flask 1 oil bath 1

250 mL two-neck flask Blichner funnel

magnetic stir bar rubber gasket

magnetic stirrer 500 mL filtering flask

Ry TSN | ) =
N[R R~

dropping funnel 500 mL beaker

REAGENTS AND MATERIALS

Name

Styrene, dry

(n-CsHs), TiCls

Ethyl aluminium dichloride ((C,Hs) AICI,)

Toluene, dry

Methanol

PROCEDURE

A well dried 250 mL three-necked flask equipped with a magnetic stir bar is used for the
polymerization. 10 ml toluene, 7.5x10™* mol (CoHs)XAICI,, 1.25x10° mol (n-CsHs),xTiCl; and
1.4x10™" mol of dry styrene are charged into the flask in this order under inert atmosphere.
The addition of styrene is marked as the starting point of the polymerization, which is kept at
50 °C for 2 h. Quenching is performed by adding methanol and one drop conc. HCl (‘acidified
methanol). The resulting polymer is washed with methanol for several times and dried at 50
°C in vacuo overnight.

EVALUATION
Q1 Determine the yield of the polymer (Lit.: 7.64 g).

REFERENCES

N. Ishihara, M. Kuramoto, M. Uoi, Macromolecules 1988, 21, 3356-3360
R. Po, N. Cardi, Prog. Polym. Sci. 1996, 21, 47-88
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2. Polymer Characterization

2.1. Viscosimetry
APPLICABILITY
The dilute solution viscosity measurement is applicable to all polymers, which dissolve to
give solutions at a temperature between ambient and about 150 °C. Special techniques,
beyond the scope of this experiment, are required in the measurement and data treatment
for polyelectrolytes or for polymers of sufficiently high molecular weight that their solution
viscosity depends upon the rate of shear in the viscometer.

SAFETY CONSIDERATIONS

Care must be taken in the use of organic solvents such as chloroform and toluene, both of
which are highly toxic; toluene is also flammable. Use these and other solvents only in small
guantities in well ventilated areas. Avoid the use of flames or sources of electric sparks.
Safety glasses must be worn in the laboratory at all times.

APPARATUS

1. Constant temperature bath, capable of maintaining £0.01°C at 25.0°C.

2. Viscometers with efflux times greater than 100 sec for the solvent (Ubbelohde
viscometer).

Timer, graduated 1 0.1 sec or less.

25 ml volumetric flasks, stoppered.

Pipettes as required.

Source of filtered dry nitrogen at low pressure.

Fine fritted glass or 1.0um “Millipore” filter in suitable holder.

Noukw

REGENTS AND MATERIALS
1. Poly (methyl methacrylate) or polystyrene samples prepared in former experiments.
2. Chloroform or toluene, reagent grades.

PREPARATION

Prepare ahead of time solutions of PMMA in chloroform at a concentration of 0.5 g/dl or of
polystyrene in toluene at a concentration of 1.0 g/dl. Use 25 ml volumetric flasks to make
the solution: After filling the flask with toluene, stopper and agitate gently; do not shake, as
particles of polymer may adhere to the walls above the liquid level and fail to dissolve.
Repeat agitation from time to time until polymer is completely dissolved. Allow at least 24
hours.

PROCEDURES

1. Rinse the viscometer with solvent and let it drain. Then place the viscometer in the
constant-temperature bath, securely fastened and with the upright tubes exactly
vertical. Check the bath is regulating properly at the desired temperature.

2. With a pipette or syringe, transfer exactly 10.0 ml filter solvent to the viscometer. If you
have to filter your polymer solution use a glass pipette equipped with cotton wool.

3. After temperature equilibrating has been achieved (a minimum of 10 min), bring the
liquid level in the viscometer above the upper graduation mark of bulb C as follows:
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Close tube 3 with one finger, and apply a low pressure of filtered nitrogen to tube 1.
When the desired liquid level (in bulb D) is reached, open both tube 1 and 3. Bulb A will
now drain, establishing the “suspended level” at the bottom of the capillary. Allow the
liguid to drain down the capillary. Start the timer exactly as the meniscus passes the
upper graduation mark, and stop it exactly as the meniscus passes the lower mark.

4. Determine the efflux time at least three times. The readings should agree within 0.1 sec
or 0.1% of their mean, whatever is larger. If they do not, repeat and apply the above test
until three satisfactory readings or a total of six readings are obtained. Accept the mean
of three readings agreeing as indicated above; if they cannot be obtained, it is likely that
the variation results from foreign material in the capillary or inadequate temperature
control. Locate and remedy before proceedings.

5. Add exactly 5.0 ml filtered polymer solution to bulb B through tube 1. Mix the solution
well by closing tube B and applying nitrogen pressure alternately through tubes 1 and 3.

6. Repeat steps 2 - 4. Add another aliquot of solution as in step 5, and repeat until at least
five solutions have been measured.

7. Remove the viscometer from the bath, empty it, and rise all parts of it (including capillary
and bulbs C and D) with filtered solvent. Drain the viscometer and blow it dry with the
stream of filtered nitrogen.

FUNDAMENTAL EQUATIONS

Nr= t/to (815)
Nsp = (t ’to)/to (8-16)
Ninh = (INN,)/C (8.17)
Ns/C= ] +k [n]* € (8.18)
(IMm)/C =Ml +k [}’ C (8.19)

CALCULATIONS

1. Calculate n, by Eq. 8.15, ns, by Eq. 8-16, and minn by Eq. 8.17.

2. Plot on the same piece of graph paper, ns/C versus C and ninn versus C. Read [n] as the
common intercept at C = 0 of the best straight lines through the two sets of points.

3. Calculate the Huggins constant k from Eq. 8.18 and the Kraemer constant k from Eq.
8.19. As an additional check on the accuracy of your work, check to see that k- k = 0.5.

QUESTIONS:

Q.8.2.1 Include a table of values of C, N, Nsp, Nsp/C, and Ninh, and the graph prepared. Report
M), K, k" the

solvent, and the temperature of measurement.

Q8.2.2 Calculate the average molecular weight using the Mark-Houwink equation (search for
literature

values for K and a)
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COMMENTS

Several variations are possible in the schedule of concentrations to be measured in this
experiment. For example, instead of adding five aliquots of 5 ml each to 10 ml solvent, the
following schedules are suggested:

a. Add 10 ml stock solution to 10 ml solvent, then successively dilute with further additions
of solvent.

b. Start with stock solution, and successively dilute with solvent. Determine the efflux time
of the solvent separately.
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3. References
In general, the references are drawn from:

D. Braun, H. Cherdron, M. Rehahn, H. Ritter, B. Voit, Polymer Synthesis: Theory and
Practice: Fundamentals, Methods, Experiments 4" Ed., Springer 2004

Additional references are listed below the experiment description.
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4. FU Network Access

In order to use the internet resources provided by the Freie Universitat Berlin, such as WLAN
or the databases for literature search, the first step is to open an email account at the
university computer center, the ZEDAT. In the case you enrolled at the FU Berlin, you should
already have such an account. Students, who did not enroll at the FU Berlin should contact
our polymer science tutor. He is going to assist you in opening an email account.

FU Network Access

To get access to the wireless network on the campus or to use the internet resources
outside the university, you have to install the Cisco VPN software on your computer, which is
available for downloading at https://portal.zedat.fu-berlin.de/services/vpn/ for all common
operating systems. After installation, start the VPN client, and choose the entry
"VPN@zedat-hybrid“, press “connect”, and enter your zedat-username and password. When
the connection is established a small icon should appear in the system tray.

# VPN Client - Version 4.6.02.0011

Conpg

<2 TN

Connect

£&E
=]

Import

New

gt ntries |Celtificales I

jag Entries Status Certificates Log Options Help

Modify Delete
Log I

EEX

Cisco SysTens

-

Connection Entry

VPN@ZEDAT -hybrid

vpn.fu-berlin.de

Transport
IPSec/UDP

X

VPN Client | User Authentication for “VPN@ZEDAT"

Enter Usemame and Password.

Cisco Srsieus Usemname: ]benulzel

. Password: ] ********

™ Save Password

Not connected.
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5. Literature Search

5.1. SciFinder

With SciFinder Scholar you can search various databases for literature, substance properties,
reactions, etc. If you do not have SciFinder installed on your computer you can download it
from http://www.chemie.fu-berlin.de/fb/news/sfschir.html. To install, follow the installation
instructions there.

Make sure that you are connected to the FU network (WLAN or LAN). To start SciFinder
Scholar double click the desktop icon:

SciFinder Scholar™ 2007
Part of the process™

Select senvice:

" 24 hour access

* 24 hour access with substructure search

1. Choose ‘ 24 hour access with substructure search’
2. Click ‘OK’

As FU Berlin has only a limited amount of licenses to use SciFinder Scholar and all licenses
are already in use the following window opens:
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— Problem Detail

Login Failed: Too many concurrent sessions for this login id.

3. Press ‘Cancel’ and try again later

If you grant access to the database the following window opens:

By clicking the Accept button below, | hereby agree to all the terms and 4|
conditions set forth in this license agreement.

1) 1 am a current faculty or administrative staff member, or officially
registered student of the University.

2) | will use SciFinder Scholar only for my own academic research done in
the course of pursuing my degree, or in instructing my students, or, in the
course of my own research funded by the government or a non-profit
foundation and intended for publication in the publicly available literature.

3) 1 will NOT use SciFinder Scholar for commercial research, for example,
research that is done under a funding or consultant contract where the
results are delivered to a for-profit organization, or for research that involves
patentability searching. If | require SciFinder for commercial purposes, | will
have the search done using a commercial account by contacting the
librarian responsible for chemistry searches on campus, by contacting CAS
and having them perform a search for me, or by acquiring and using the
commercial SciFinder product.

4) | will use my search results in the ordinary course of academic research
and acknowledge that | may store search results in electronic form for the
duration of research projects, provided that at any one time, | store no more
than 5,000 records. | may share search results in a limited, reasonable

way with other University students or faculty working on the same project. | j

Decline | Accept |

4. Accepting the SciFinder Scholar Agreements (click ‘Accept’) opens the window
‘Message of the day’:
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= =

File Edit View Task Tools Help

==md Eeed e s

NewTask| Back | Fonward | Print | SeueAs | FullText| Prefs | Database | Combine | History | Internet |  Help Exit

r -
& Message of the Day LE_LM

A | |Welcome to SciFinder®!

L[]

Did you know . . . In June, more than 50,000 patent
records were added to the CAplus database. Of these,
38% were from China, 22% were from Japan, and 16%
were from the U.S.

Take a virtual tour of the CAS Trade Show Booth
Were you unable to visit CAS booth #1607 at the SLA

Annual Conference? To take a virtual walk through the
CAS booth and experience the show as if you were there

go to: hitp://www.cas org/newsevents/shows/boothvt html
China Leads All Nations in Publication of Chemical
Patents According to CAS, the World's Most
Authoritative P oF Chomical Inf 5 B
el |
5.

5. Click ‘OK’ to open a new task:

File Edit Wiew Task Tools Hel

=
iEe=mf  Hee®e e s
WewTask| Eack | Foward | Frni | Swseis | FulTert| Prefs | Dabase | Conbine | Histoy | Inbmet | Help | Exit
6.
& Nep Task yi 7. [ = ]

earch for scientific information.
‘ocate
Find a specific reference or substance.
Browse
Scan tables of contents of my favorite journals.

Cancel |
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Starting a new task provides you the following possibilities:

6. ‘Explore’
7. ‘Locate’
8. ‘Browse’

5.1.1. SciFinder ‘Explore’

r@ Explore @1
Select One:
Explore Literature Explore Substances
gﬁ Research Topic :I\..,j Chemical Structure
' Author Name }:;!:_,‘ Molecular Formula

i'iﬁ Company Name / Organization

it

Explore Reactions

7 )
(;‘*‘L}H Reaction Structure

Cancel

Explore Literature

You can explore the literature by search for a specific topic, an author name or by company

name/organization. The following example shows how to search for the topic ‘radical
polymerization’:

@ Explore by Research Topic =

Describe your topic using a phrase.

| am interested in:

radical polymerization

Examples:

The effect of antibiotic residues on dairy products
Photocyanation of aromatic compounds
Hydrocarbon-water emulsions as fuels

Filters »

OK | Cancel |

e Enter radical polymerization into the topic field and press ‘OK’:
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& Topic Candidates = | B R
File Edit Task Tools Help

Select the candidates of interest:

W 12108 references were found containing "radical polymerization™ as entered. J

[~ 72218 references were found containing the concept "radical
polymerization™.

Get References Back

Candidates 1-2 of 2

e You can select between candidates of interest by ticking the boxes. It is
recommended to get the references containing the topic as entered. If you want to
know more about general concepts to the entered topic, select the second
possibility. In this example, the references for the topic as entered are selected:

=| = | B 00 e e M

NewTask| Back | Forward | FPrint | Swvess | FulText | Frefs | Oatsbase | Combine | Histoyy | Intermet [ Help Exit

stereospecific living radical polymerization with UV-LED irradiation. Tokushima —
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CODEN: TDDSCV AN 2010:1240508 CAPLUS

[” Yoshida. En. Nitroxide-mediated photo-living radical polymerization of methyl b
methacrylate in the presence of (n6-benzene){n5-cyclopentadienyl)Fell
hexafluorophosphate. Colloid and Polymer Science  No pp. yet given. CODEN: =
CPMSB6 ISSN:0303-402X. AN 2010:1236911 CAPLUS

[7 Woada, Munehiro; Kanno, Masaki; bwata, Kan. The radical polymerization initiator b
containing the novel oxime ester compounds and novel them, the polymerizable =
composmon the negitlve Iype resml using them, and the image pattern-formation |=|

d using them [ ion]. Jpn. Kokai Tokkyo Koho (2010),  7app.
CODEN: JKXXAF JP 201[]215575 A 20100930 AN 2010:1221840 CAPLUS

[7 Chen, Junyu;
thermosensiti
alkoxyamine AG =]
ISSN:0032-380 i The first 10000 of your 12099 references will

[ Frizen, A K. | - be available for viewing, printing and saving. rene. b
Bashkirskii Khi Any other steps you take will operate on the
I1SSN:0869-840 full 12099 references. =l
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f
Q Results Exceed Limit b X, iz o L

Polymerization for Lipase Immobilization: Application in Flavor Ester Synthesis.
Industrial & Engineering Chemistry Research ~ ACS ASAP. CODEM: IECRED
ISSN:0888-6885. AN 2010:1208755 CAPLUS

[7 Tang. Xin-yan. A novel controlled radical polymerization technique: single
electron-transfer living radical polymerization (SET-LRP). Gaofenzi Tongbao
(2010), (8). 85-91. CODEMN: GATOES ISSM-1003-3726. AN 2010:1204631 CAPLUS

[ Shen, Liang; Cheng, Chuanjie; Gong, Shanshan. Atom transfer free radical
polymerization ligand with initiating activity, its preparation method and
application. Faming Zhuanli Shenging (2010),  9pp. CODEN: CNXXEV CN
101838208 A 20100922 AN 2010:1200671 CAPLUS

[ Yamako, Shigeru, Nakamura, Yasuyuki; Sugai, Kunihiko_ Living radical
polymerization initiators and their use in manufacture of polymers. Jpn. Kokai
Tokkyo Koha (2010}, 15pp. CODEN: JKXXAF JP 2010209283 A 20100924 AN
2010:1193761  CAPLUS

-
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J |l

]
L,

|

|
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|

|
y

[" Hirano, Tomohiro; Nasu, Shou; Kamiike, Ryota; Ute, Koichi. Development of b j

| ﬂ Remove Duplicates Analyze/Refine Get Related. .. Back |

Edit View Task Tools Help

| References 1-10 of 12099

e Due to the large number of references available, SciFinder Scholar reduces the
amount of references for viewing, printing and saving to 10000. However, all actions
you take will be executed to all the references available:
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Duphcales Analyze/Refine Get Related.
References 1-10 of 12499

a. b. C. d.

3| |

In the references window you can process search result further or view a reference you find
interesting:

a. Some references are shown twice as they are accessible on two or more databases.
By pressing ‘Remove Duplicates’ you can remove them.

b. By pressing ‘Analyze/Refine’ you can further decrease the number of references by
further analyzing in terms of e.g. author name, publication year, chemicals of
interest, etc.

c. By pressing ‘Get related..” you can get related information about citing/cited
references, chemicals, reactions. However, this can be only performed with a total
number of 500 references. Therefore the number of references has to be decreased
by ‘Analyze/Refine’ or by selecting references (ticking the boxes).

d. Get back to the topic candidates window.

. Get more details about the reference.
f. Search the ChemPort/SFX library of the FU Berlin for the selected literature.

Explore Substances

If you are searching for a specific substance you can search by drawing the chemical
structure (e.g. if you do not know the correct name) or by entering the molecular formula.

Explore Reactions
If you want to search references/literature for a specific reaction (e.g. if you want to search
for reaction conditions) you can enter the reaction here.
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5.1.2. SciFinder ‘Locate’

¢ Locate PG

Select One:

Locate Literature

Bibliographic Information
= Examples: journal name, title

[ ] Document Identifier
R Examples: patent number, CA abstract number

Locate Substances

s3sz3  Substance |dentifier

rimat Examples: chemical name, CAS Registry Number

Cancel

Locate Literature

If you are searching for specific literature, use this tool to search for publications and
patents.

Locate Substances
Use this tool to search for substance properties and publications applying this substance.

5.1.3. SciFinder ‘Browse’

Use this tool to browse the journal table of contents:

P
< Browse Journal Table of Contents ol
File Edit Tools Help [

Accounts of Chemical Research ﬂ

ACH - Models in Chemistry L

ACS Applied Materials & Interfaces

ACS Chemical Biology

ACS Chemical Neuroscience

ACS Medicinal Chemistry Letters

ACS Nano

ACS Symposium Series
/ Acta Biochimica Polonica

9. Acta Chemica Scandinavica

Acta Chimica Slovenica

Acta Crystallographica, Section A: Foundations of Crystallography

Acta Crystallographica, Section B: Structural Science |

| Cancel

Joumals 1-13,6f2076
- —
10. 7

e 0] ) e R e ey e e e e ) e

9. Select your journal of interest
10. Click ‘View’ to watch the current table of contents of your selected journal
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5.2. ISI Web of Knowledge

The following part describes briefly how to use/find literature with ‘ISI Web of Knowledge’:
1.

(@) 151 Web of Knowledge [v.
Datei Bearbeiten Ansicht ChroniPWggezeichen Extras  Hilfe

* C X o (1 i m/UA_
|| IS1 Web of Knowledge [v.4.10] - AllD...| |

input.

| |99~ web of science »

Signin | My EndNote Web | My ResearcherD | My Ciation Alerts | My Saved Searches | Log Out | Hep

ISI Web of Knowledge™

All Databases Select a Database Web of Science More information
3 - for new users
| Search | SearchHistory | M ) | FAK Consortium
ALL DATABASES
Discover
Search for 1SI Web of Knowledge
| in Topic . Q Quickly find, analyze, and manage
- information in the sciences, social
Example pl" edienmen sciences, arts, and humanities with
AND - . [Anthor . Q this versatile workfiow solution.
Example: O'Brian C* OR OBrian C* ® Wantto know more?
2 ® Training in multiple languages
“AND in  Publication Name Q 3
Example: Cancer* OR Joumal of Cancer Research and Clinical Oncology Customize Your Experience
Add Another Field >> Sign In | Register b
- ® Save and manage your
3. references online with EndNote
Search Clear Searches must be in English Web - freely available and fully
integrated.
® Save and run searches
Limitto:  Allvears - ® Create alerts and RSS feeds
® Choose your start page
® Wantto know more?
Viewin | WitPx | Engish | B ti\f My ResearcheriD
hY

® Whatis ResearcherlD?
Please give us your feedback on using IS! Web of Knowledge. ® Sign In to ISI Web of Knowiedge
4_ to get your ResearcheriD.
Acceptable Use Policy oty
P -
Copyright © 2010 Thomson Reuters Furthar information
® What's New? 2010-08-22

Training and Support
Help Desk
Provide Feedback
Search the Web with Scientific
WebPlus

THOMSON REUTERS

11. Go to: http://isiknowledge.com

12. Type in the topic you want to search for, you can also directly refine it by adding
further key words

13. Vary the fields in which you want to search for (dependent on your key word)

14. Click ‘search’

Searching for the tOpIC ‘radical polymerization’ delivers the following results:

(@) 151 Web of Knowledge (v4.10] - [E=Rro >
Datei Bearbeiten Ansicht Chronik Lesezeichen Extras Hilfe
= C X Ay (L) https/app om/summary. p =UAZSID=U2ediNL P h_ web of science P

| IS Web of Knowledge [v.4.10] - All D...| + |

Signin | My Endhote Web | My ResearcherD | My Citation Alerts | My Saved Searches | LogOut | Help

ISI Web of Knowledge™

All Databases Select a Database Web of Science

Additional Resources

| search | Search History | MarkedList(0) |

ALL DATABASES

m

Resgﬂs Topic=(radical polymerization)

Timespan=Al vesrs Scientific WebP|us View Web Results >>
; a
| Resutd 27.545 14 4| Page 1 0f2755 (Go) {m-m Sortby: Publication Date v
- Pr E-maiff) (Add to Marked List ) (Save to EndNol@Web ) (Save 1o EndNGl®, RefMan, PmCite ) mor options E Analyze Resuls
Refine Results e ; & S
Search wihin resuts for 4

Titid One-step preparation of amino-PEG modified poly(methyl methacrylate) micrachips for electrophoretic separation of biomolecules -
r(s): Kitagawa, F; Kubota, K; Sueyoshi, K, etal,

e JOURNAL OF PHARMACEUTICAL AND BIOMEDICAL ANALYSIS Volume: 53 Issue: 5 Pages: 12721277 Published 2010
Cited: 0

Full rm‘

Hide Refine

¥ General Categories | Refi

[P science & TEGHNOLOGY (27.419)
[FlsociaL sciences 43
[FJARTS & HUMANITIES (1)

[0 2. Tile: Thermal behavior of 1l poly(N-isopr hitosan based nanchydrogel
more options / values. Author(s): Jaiswal, Manish K; Banerjee, Rinli; Pradhan, Pallab, et al.
777777777 Source: Colloids Surf B Biointerfaces Volume: 81 Issue:1 Pages: 185-94 Published: 2010 Nov
¥ Subject Areas @SR ruil Text)
[ PoLymer SciEncE (17.831)
[Elcremstry .082) [71 3. Title: Reduction of protein adsorption on well-characterized polymer brush layers with varying chemical structures

[E] MATERIALS SCIENCE (3,284)
[E) encineerING (2.570)

[ eusics 2.074)

more options / values..

v

Document Types

> Languages
For advanced refine options, use

Author(s): Inoue, Yuuki, Ishihara, Kazuhiko
Source: Colloids Surf B Biointerfaces Volume: 81 Issue:1 Pages 350-7 Published: 2010 Nov

@SR ruil Text)

Title: Low surface energy surfaces from self-assembly of perfluoropolymer with sticky functional groups.
Author(s): Wang, Xiaolong; Ye, Qian; Liu, Jianx, et al

Source: J Colloid Interface Sci Volume: 351 Issue:1 Pages: 261-6 Published: 2010 Nov

esFx

Title: Supercritical behavior in free radical polymerization of ethylene in the medium pressure range
Author(s): Grau, Etienne; Broyer, Jean-Pierre; Boisson, Christophe, etal

Source: Phys Chem Chem Phys Volume: 12 Issue:37 Pages: 11665-9 Published: 2010 Oct7
@s-FX

36


http://isiknowledge.com/

Polymer Synthesis and Characterization — Basic Laboratory Course
Literature Search

Now there are several possibilities to continue:

a. Go directly to the abstract provided by ‘ISI Web of Knowledge’:
85 Krode 101 A i Pl i .. oo

Datei Bearbeiten Ansicht Chronik Lesezeichen Extras Hilfe

- £ (] htps om/full_record do?product=UABsearch 28SID=U2ediNLE &doc=18tcolname=WOS (%3 -\ 'Y - web of science ,0\

J || 151 Web of Knowledge [v.4.10] - Al D...|

Signin | My EndNote Web | My ResearcherD | My Citation Alerts | My Saved Searches | Log Out | Help

ISI Web of Knowledge™

All Databases Select a Database Web of Science itional Resources

Search | Search History | Marked List(0)

ALL DATABASES

<< Back to results list <} Record1 of 27.545 | » Record from Web of Science®

m

One-step preparation of amino-PEG modified poly(methyl methacrylate) microchips for electrophoretic separation of
biomolecules Cited by: 0
This article has been cited 0 times (from Web of Science).

(Full Text ) (Full Txt )

_NeB ) (Print ) (E-mail ) (Add to Marked List ) (Save to EndNate Weh ) (Save 1o EndNol®, RefMan, ProCie ) mere options

{ Create Citation Alert |

Author(s): Kitagawa F (Kitagawa, Fumihiko)', Kubota K (Kubota, Kei)', Sueyoshi K (Sueyoshi, Kenji)', Otsuka K (Otsuka, Koji)'
Related Records:

Find simiar records based on shared references (from Web

Source: JOURNAL OF PHARMACEUTICAL AND BIOMEDICAL ANALYSIS  Volume: 53  Issue:5  Special Issue: Sp. lss. S| Pages: 1272-1277  Published: DEC 15 2010

Times Cited: 0 References: 27 Citation Map of Science).
Abstract: A simple method for a chemical surface of paly(methyl ) microehips with (PEG-NH2) by [view related records |
elimination reacion was developed to Improve the separation efficiency and analytical in a microchip (MCE) analysis of such as proteins
and enantiomers. In our procedure, the PEG chains were robustly immobilized only oy introducing an aqueous solution of PEG-NH2 inta the PHHA The 37
mabiliis on the modified chips remained aimost constant during 35 days with 37 runs without any recoating The PEG-NH2 madified chip provided a fast, reproduciole, efficient HCE i
separalion of proteins with a wide variety of isoelectric points within 15 s. Furthermore, the application of the modified chip te affinity electrophoresis using bovine serum aloumin gave a View the bibliography of this record (ffom Web of Science).
good chiral separation of amine acids. (C) 2010 Elsevier BV All ights reserved
Document Type: Atticle Additional information
 View the joumnal's impact factor (in Journal Citation
Language: English Reports). & !
Author Keywords: Microchip elecrophoresis; Protein analysis; Chiral analysis; Poly(methyl methacrylate); PEG ‘View this recerd in other databases:

+ View citation data (in Web of Science)

KeyWords Plus: TRANSFER RADICAL POLYMERIZATION; PROTEIN SURFACE INTERACTIONS; CAPILLARY-ELECTROPHORESIS; ELECTROOSMOTIC FLOW; MICROFLUIDIC N
 View medical data (in Medline)

DEVICES; POLYETHYLENE OXIDE; CHIRAL SEPARATION; STATIONARY-PHASE; PEPTIDE ANALYSIS; DNA
Reprint Address: Kitagawa, F (reprint author), Kyoto Univ, Dept Chem Mat, Grad Sch Engn, Nishikyo Ku, Kyoto 6158510, Japan

Addresses:
1. Kyoto Univ, Dept Chem Mat, Grad Sch Engn, Nishikyo Ku, Kyoto 61585710, Japan

Funding Acknowledgement:

[Funding Agency [ Grant Number Ul

b. Directly go to the abstract/full text provided by a second database:
(@ scienceDirect - Journal of ical and Biomedical Analysis : One-step preparation of amina-PEG modified poly(methyl methacrylats) micrachips for electrapharetic separation of biomolecules - Mazilla Firefox I | | ) [ S|

Datei Bearbeiten Ansicht Chronik Lesezeichen Extras Hilfe

(e 72y | @ http://www.sciencedirect.com/science?_ob=ArticleURL&L udi=B6T WNIGK-68L_t ._coverDate=12%2F15%2F2010& _rdoc=18&,_fmt=high&_orig=sear 17 -

__ 151 Web of Knowledge [v4.10] - All .. > | @ ScienceDirect - Journal of Pharm... x | = | [~

Hub  ScienceDirect =~ Scopus Register | Login B | GotoScVal Sute
Brought to you by E
Universitaetsbibliothek der Freien
Universitast Berlin

J - web of science £

Sciverse

ScienceDirect

Home | Browse | Search | My settings | My alerts

Articles All fields Author Advanced search

Images JournalBooktitle Volume Issue Page Search ScienceDirect ? searcntips

% PDF (264 K) | B Exportciation | B4 E-mai article | T Highight keywords on

Related Articles

P Thumbnails | Full-Size images | * Enhaneing the formation and shear resistance of nriy.
Wter Resesrc

Article ||

+ Spectroscopic study of ordered struetures of atactic po.

Journal of Pharmaceutical and Biomedical Analysis Folymer

Volume 53, Issue 5, 15 December 2010, Pages 1272-1277

Electromigration Techniques in Pharmaceutical and Biomedical Analysis - In Honour of Professor Jacques Crommen + Vinyl polymerization-412: Polymerization of methy| meth
European Folymer dournal

c of
40i:10.1016/]jpba. 2010.07.008 | Haw to Cite or Link Using DOI European folymer doumel
‘Copyright @ 2010 Elsevier B.V. All rights reserved.

4 Permissions & Reprints

with

+ One-step immobilization of cationic polymer onto a poly.
Science and Technology of Advanced Materials

b View more related articles.

One-step preparation of amino-PEG modified poly(methyl methacrylate) microchips for
electrophoretic separation of biomolecules

Cited by (0)

=
Fuminiko Kitagawa = * ™, ket Kubota®, Kenii Sueyoshi® and Kofi Otsuka® - This article has not yet been cited

 Department of Material Chemistry, Graduate School of Engineering, Kyoto University, Katsura, Nishikyo-ku, Kyoto 6158510, Japan
Received 29 May 2010; revised 29 June 2010; accepted 3 July 2010. Available anline 9 July 2010

Related reference work articles c.o. encyciopedias

Abstract
g — + Biological Structures
Asimple method for a chemical surface of poly(metnyl met M) micrachips win ( (PEG-HHz) by Encycioped of Congensed Matier Fhysics
reactionwas developedto improve the separation efficiency and analytical in a microchip (MCE) analysis of such as proteins and
enantiomers. In our pracedure, the PEG chaing were rabustly immobilized only by introducing an aqueous solution of PEG-NHz into the PMIA microchannel. The electroosmotic } Hore refated reference work articles i

To access the full text, you have to be connected to the FU network (WLan or LAN).
c. You can use the ChemPort/SFX library to search for alternative sources:
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Datei Bearbeiten Ansicht Chronik Lesezeichen Extras Hilfe

@ .
s € X Y (© nipy/stkoby.de/shfub?Bur ver= 2004&ur_ct tval | title=One-step preparation of an 77 - | | - web of science A

151 Web of Knowledge [v4.1 © SFXby Ex Libris Inc. 2 - .

X - Service der Freien

Titel: One-step preparation of amino-PEG modified microchips for separation of
Quelle: Journal of Pharmacautical and Biomedical Analysis [0731-7085] Kitagawa yr-2010 vol:63 iss:5 pg-1272 -127T

Volltextzugang

Valltext verfugbar uber Elsevier $D Freedom Collection

Jahr: 2010 Band: 53 Heft: 5 von Seite: 1272 0

Katalogsuche

Bestandssuche im Online Katalog der FU @)

B in der Zeitschri (oB) ©

Web Service

Fehlermeldung und Fragen an die Bibliothek @

Hinweis: Ihre L werden

©2008 Universitatsbibliothek der Freien Universitat Berin | Feedback T aby”

d. Refine your search by altering various aspects of your search.
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5.3. Google Scholar
The following part describes briefly how to use/find literate with ‘Google Scholar’:
1.

hs f:!7htgg;{/scholar.ggqglg.cow

[+

ps News Shopping Mail more v flc

2. ' scholar beta
| 1
# Aticles (¥ include p ) © Legal opinions and j

Stand on the shoulders of giants

3. Goto Google Home - About Google - About Google Scholar

©2010 Google

15. Go to: http://scholar.google.com

16. Type in the topic you want to search for

17. Vary the type of article you search for (recommended as shown)
18. Click ‘search’

Searching for the tOpIC radlcal ponmerlzatlon delivers the following results:
@ raccal polymenzation - Googh o
Dot Bearbeten Anscht Chronik Leseseichen Eatras Hife
e GO A ey l sdt= 2001 &as_sdtpron 0 ~ 11239~ Googie P
#§ radical polymerization - Google Scholar | f
Web Images Videos Maps Mews Shopping Mad more

a Google scholar mscissmes (Samon ) semms s seez / b

holar Asicies and patents ~ anydme ~ includectatons - ['<)Craate email aled Results 1 - 10 of about 506,000, (0.07 sec)

com | Scholar I My Account | Signout *

Controled” Iving” radical polymerization. atom transfer radical erization inthe presence of  E-Ressource

transiion.metal complexes

JS Wang. K Matyjaszewsio - Joumal of the Amencan Chemical .., 1995 - ACS Publcations. L
Atom transfer radical addtion, ATRA, is an efficient method for carbon-carbon bond formation

in organic synthesis. and many benefits of this mathod ace now well recognized *In some of these

reactions. a transition-metal catalyst acts as a camer of the halogen atom in a reversible ...

Gitsdl by 1634 - Related articles - Al 4 yersions

1993 - ACS Publications
‘S)mm»‘h)M(TW)M(IWZSJPDIZON

w of free-radical
c ion of ...
Idichiorotris-{tt hine) ruthenium (Imethyialuminum bis (2, 6-di-tert-b noxide! E-Ressource
initiaty lem: pdssibikty of kving radical ‘merization

M Kato, M Kamigato, M Sawamoto. T ... - Macromolecules, 1995 - ACS Publications
Introduction. Because of the witual absence of chain transfer, termination, and other side
reactions. Ivng polymerization is among the best methods for the synthesis of polymers with
controlied molecular weights and architecture* * & is therefore not surprising that, since ...

1ad by 1254 - Related articles - BL Direct - All 4 version

1 radical rization
K Matyjaszewsk, J Xia - Chem. Rev, 2001 - ACS Publications
Krzysztof (Kns) Matyjaszewsii was bom in Konstantynow, Poland, in 1950. He obttained his
Ph D degree in 1976 at the Polish Academy of Sciences n Lodz, Poland, working in the laboratornies
of Professor S. Penczek. He has recened his Habiation Degree in 1985 from Lodz ...
od by 2570 - Related adicles - BL Direct - All § version

e com

Living free.radical erization by reversible addition- fr ntation chain transfer the RAFT [POELIr
IrOC E-F

J Cheefari, YKB Chong. F Ercole, J Krstina, J 1998 - ACS Publications

Ve wish 10 repoet 3 new Ining free-radical i of and

versatility. 1 The Inang character is conferred by a readdy available class of crganic reagents.
(1) and is simgle to pedorm. The mechanism invobes Reversible Addition-Fragmentation ...

Fertig S@®
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Now there are several possibilities to continue:

a. You can directly go to the article, provided by a certain journal:
(@ Controlled,"lving” radical polymerization. atom transfer radical polymerization in the presence of transition-metal complexes - Journal of the American Chemical Society (ACS Publications) - Mozilla Firefox IR o 21 [t

| Datei | Bearbeiten Ansicht Chronik Lesezeichen Extras Hilfe

= C Y (@ httpi//pubs.acs.org/doi/abs/10.1021/ja001252035 & -

43~ Google A

| % Controlled/"living" radical polymeriz...
s provided by UB + Fachbibliothek Chemie | (FU-Bibliothekssystem) | Acs [oumals| ceen | cas |

ACS Publications Publications AZ | Home | Aut

figh quality Highimpact

>

viewers | Librarians | ACS Members | Help

Because you do not have JavaScript enabled, the Quick Search
functionality is not displayed here. Please enable JavaScript or use the

!- C S Advanced Search Page.

JOURNAL OF THE AMERICAN CHEMICAL SOCIETY

m

Personalize your experience: LogIn | Register | X Cart

A | Browse the Journal v | Articles ASAP | Current Issue & Review Subscriptions | Aboutw

€ i  radical polymerization, witin the will etrieve 25,865 resits. G 10 resks Related Content
Research Article @ Frev | Next @ Tavl of Comtents | | Atom Transfer Radical
Polymerization
Controlled/"living" radical polymerization. atom transfer radical Chemical Reviens
polymerization in the presence of transition-metal complexes W Add to Favorites Polymerization of Methyl
Methacrylate with the Carbon
Jin-Shan Wang, Krzysztof Matyjaszewski ——— & Download Citation Tetrachloride/Dichiorotis-
59 Emata Coteague [
J. Am. Chern. Soc., 1995, 117 (20), pp 5614-5615 i ere .
e ) ) i Res POF s = Bis(2, 6-di-tert-butylphenoxide)
w T el e Permatink Initiating System: Possibility of
Publication Date: May 1535 o — Living Radical Polymerization

Macromolecules

5 Acs Lagaoy Archiven [® rights & Permissions

Controlled/ Living" Radical
Polymerization. Halogen Atom

Transfer Radical

Citing Articles SciFinder Links Polymerization Promoted by a

View: Hi-Res PDF 3 Citation Herts

View all 1268 citing artides " Cu(l)/Culll) Redox Process
S(,‘]Fmd,e[ Macromolecules
Gitation data is made available by participants in CrossRefs Cited-by Linking service. For a more | cet peterence betat Other ACS content by ¢
r ACS content by these
comprehensive list of citations to this artide, users are encouraged to perform a search in Get Substances authors:
Scifinder. Get Citing

Jin-Shan Wang -
Furinra hus

To gain access to the full articles you have to be connected to the FU network (WLan
or Lan).

b. You can use the SFX library to search for alternative sources:
95601 .- o e e | O st

Datei Bearbeiten Ansicht Chronik Lesezeichen Extras Hilfe

- D (O hipy defst ontrolled/"+Iiving" + radical dical he U7 - ﬁ- Google P|
| © SPXby Ex Libris Inc. [+ ™

SFX - Service der Freien Universitat Berlin

Titel: Controlled” living" radical polymerization. atom transfer radical polymerization in the presence of transition-metal complexes

Quelle: Joumnal of the American Chemical Saciety [0002-7863] Wang yr-1995 vol 117 iss:20 pg:5614

Volltextzugang

Voltext verfugbar ber American Chemical Society Legacy Archives

Jahr: 1995 Band: 117 Heft: 20 von Seite: 5614 ©

Katalogsuche

Bestandssuche im Online-Katalog der FU @

in der Zeitschri @B) ©

Web Service

Fehlermeldung und Fragen an die Bibliothek @

Hinweis: Ihre Lit werden

© 2008 Universiatsbiblothek der Freien Universiat Berin | Feedback

HosTeoer KObY

See all articles referring to this article.
See all articles having related topics.
Look at different versions of the article (different language, journal, etc.).
If you are searching for a certain article but you cannot find it, it is possible to refine
your search by altering:
e Type of article
e Publication year
e Complexity of the article

© oo

bal
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5.4. Further Sources & Information

In order to get an overview over the available ebooks use the search function of the FU
catalog. You can restrict your search to the category of ebooks, by marking the button "E-
Blicher”. The FU catalog can be found on the link below.

http://sf4.ub.fu-berlin.de/F?func=file&file name=find-b&local base=fub01

Universitatsbibliothek  Fachbibliotheken Digitale D

i i dlli ]

g p g | Kontakt | Hilfe
Suche Ergebnisliste  Suchverlauf Meine Titel Meine Suchen UB-Altbestand Benutzerkonto

FU-KATALOG » Suche » Einfach

Suche: Einfach | Erweitert | Index | Mehrere Kataloge | Thematisch | Zeltschriften | E-Biicher | Experten | Neuerwerbungen

Suche
Stchs Alle Felder +
Exakte n

Wortfolge? © Nein O Ja

| Suchen JEEEEIE

The Royal Society of Chemistry offers also a broad range of ebooks. Therefore, click the
following link:

http://pubs.rsc.org/en/Ebooks?key=Title&value=All (connection via the VPN client required).

You can also use the old school way of getting information by using the library in the
chemistry department. A short list of relatively new educational books is available on the link
below:

http://www.bcp.fu-
berlin.de/chemie/bibliothek/ressourcen/buecherliste theke mai 2009.pdf

For an extensive literature search in all libraries of the FU Berlin, please use the FU catalog:
http://sf4.ub.fu-
berlin.de:80/F/4QP8HMYD77RB8YA8RISMYXYKY1XJAQQCIF3BJIXSMKL3M5YS8IT-
11429?func=option-update-Ing&file name=find-b&F2=pc-

latin&P CON LNG=ENG&DOC LNG 00=ALL&x=50&y=14

For using the printer and copier in the chemistry library you have to purchase a copy card on
the right side of the main entrance of the chemistry department.

Comprehensive information for the safe handling of hazardous substances and other
chemical substances are available on the GESTIS-Substance Database. Furthermore this

database offers you information upon physical and chemical properties of these compounds.

http://www.dguv.de/ifa/en/gestis/stoffdb/index.jsp
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http://www.dguv.de/ifa/en/gestis/stoffdb/index.jsp
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Information with respect to physical properties and safety data sheets are also available on
the catalogs of the big chemical suppliers, e.g. Sigma-Aldrich:

http://www.sigmaaldrich.com/catalog/AdvancedSearchPage.do
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6. Preliminary Discussion & Report

In order to understand what you are doing during the laboratory course and not only follow
the recipes from the script, you need to prepare every experiment. This includes:

e Safety aspects (toxicity of reagents/solvents, etc.)

e Apparatus setup

e Reaction mechanism

e Be able to answer the questions to the reaction

e Think about difficulties and possible questions/problems regarding the experiment

The tutors will check your preparation by an oral exam before you are allowed to start the
experiment. If you are not prepared, you are NOT ALLOWED to conduct the experiment and
you will have to repeat it during the catch up week.

Every student has to write a report for each experiment which has to be handed in before
starting the next experiment at the latest. Each day the report is delayed your mark will
automatically downgrade by 0.3. If you hand in the experimental report IN TIME, you will
have the chance to correct it and improve your mark.

If you quote literature or any work which is not your one: REFERENCE IT!!! Be aware of that
it is easy to check whether you copied something from the internet or your colleagues.
There is help for literature search provided in this script. WIKIPEDIA IS NOT A SCIENTIFIC
DATABASE!

The preliminary discussion will make up 1/3 of the mark for the experiment. So it is worth
preparing it!

GOOD LUCK!
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1. Introduction

Poly(glycidyl ether)s (see Figure 1 a) are an interesting class of polymers since several
poly(glycidyl ether)s were found to exhibit a thermo-responsive behavior in aqueous

U Quite contradictory to the commonly observed trend that solutes become more

media.
easily dissolved with increasing temperature, thermo-responsive polymers that exhibit a
lower critical solution temperature become less soluble and finally precipitate at the LCST
(see Figure 1 b). The phase separation at the LCST is generally ascribed to a negative value of
the entropy of mixing (AS < 0), which becomes according to the Gibbs free energy (AG = AH -
TAS) more and more important with increasing temperature, thereby overcoming the

negative enthalpy of mixing (AH > 0) and causing a phase separation.m

a) Poly(glycidyl ether)s b) T<LCST T>LCST
O]\ @ &
" Heating . "
RO —_— ®
Coolin

PGME: R = CHs v a % o
PEGE: R = CH,CH3
PEEGE: R = (CH,),0CH,CHs ° e o °

Figure 1: a) Molecular structure of various poly(glycidyl ether)s. b) Entropically induced phase separation of
aqueous poly(glycidyl ether)s solution. Blue dots represent water molecules. On the left-hand side the system
is depicted in its hydrated state. On the right-hand side the system is shown separated in two phases.

The LCSTs of the poly(glycidyl ether) homopolymers is determined by the nature of the
alkoxide group. The greater the number of carbon atoms the lower the LCST. So far, three
poly(glycidyl ether)s homopolymers have been found to exhibit thermo-responsive
properties, namely poly(glycidyl methyl ether) (PGME), poly(ethyl glycidyl ether) (PEGE), and
poly(ethoxyethyl glycidyl ether) (PEEGE) which have LCSTs of 57.7, 14.6, and 40.0
respectively (see Figure 1).[1] However, the LCST can be finely adjusted by copolymerization
of comonomers bearing different alkoxide groups. Since the LCST depends on the solubility
of the copolymer, the LCST can be adjusted by varying the monomer feed ratio and thereby

the hydrophilicity to hydrophobicity ratio.!

A copolymer is a polymer that is made up of at least two different types of monomer. The

distribution of the comonomers in the polymer depends on both the monomer feed ratio
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and the reactivity ratios r; and r,, which represent the reactivity of the reactive chain ends
towards the same kind of monomer relative to the other kind. The definitions of the
reactivity ratios r; and r, and are based on the following considerations: A copolymerization
of two different comonomers M; and M, encompasses four possible propagation steps: Step
(a) and (c) constitute homopolymerization steps of M1 and M,, respectively. Step (b) and (d)

constitute heteropolymerization steps (see Scheme 1).

k

R T PR M’I ;I- MWM_I' {a:l
Kiz

wonsalys 4 My = el (D)
kzz

sz- + ME —_— = “WME' (C:l
k

WME- + M.I L e - (d}

Scheme 1: Possible propagation steps of a copolymerization. k,, denote the respective reaction rates.

According to the reactions in Scheme 2 the reactivity ratios rl1 and r2 are given as:

The reactivity ratios r; and r, are the parameters which determine the monomer distribution
along the copolymer chain. In order to obtain a random copolymer the reactivity ratios must
be almost equal and close to 1. The reactivity ratios of GME and EGE for KOtBu as initiator
were determined as rGME = 1.42 and rEGE = 0.53," indicating a slight preference for the
incorporation of GME into the polymer chain. Hence, the copolymer should exhibit a small
compositional gradient along the polymer chain.

The objective of this experiment was the synthesis of a statistical methanol initiated
copolymer, comprising GME and EGE units using a comonomer feed ratio (GME/EGE = 3/1)
of 3.

2. Results and discussion

The copolymer poly(GME);s-stat-Co-(EGE)s was prepared via anionic ring opening
polymerization of GME and EGE and the molecular weight was adjusted by the
monomer/initiator ratio [(GME+EGE)/MeOH] = [20]. In order to prevent termination

reactions of water impurities the reaction was carried out in flame-dried glass-ware under
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argon atmosphere. Methoxide initiated poly(GME)o-stat-Co-(EGE),o was obtained with 80%
yield.

2.1. Reaction mechanism

In the first step MeOH was deprotonated by applying KOtBu as base (see Scheme 2 a). Step
(b) and (c) constitute the propagation steps in which a nucleophile, namely the alkoxide,
attacks the less substituted carbon of the epoxide ring because it is less sterically hindered.
The propagation step is a pure Sy2 reaction. Finally, KOH is formed in an equilibrium chain

transfer reaction when water is added.

a) ——O'K + MeO-H - $—0H  + MeD K*
/ L !
- o K*
s MeO
b) Meok* + ~P>_ome + > okt - \r r O _omt
MeO™
A
EtO._
MeO K r’ o
o Ve \r\ + NP> ot = Mo ok
-
MeQ
EtO._ EtO._
,ﬂ\
KOH
Med ’\I/GH,/‘-D/’RJ% ‘H —— MeD F\[’G%D/ﬂj’]'OH +
MeO \ / MeO

Scheme 2: Reaction mechanism of the anionic ring opening copolymerization of GME and EGE.

3. Experimental Part

The reaction was carried out in flame-dried glassware under argon atmosphere. KOtBu
(0.208 g, 1.857 mmol) was dissolved under dry conditions in a small amount of MeOH. The
reaction mixture was heated to 80 °C and stirred for at least 1 h until deprotonation of the
alcohol initiator was completed. Subsequently the generated tert-butanol and excess
methanol were removed by means of distillation under HV. To the remaining methoxide
DME was added (3 mL) and the solution was heated to 110 °C. Then GME (1.16 mL, 13

mmol) and EGE (4.21 mL, 39 mmol) were added simultaneously by syringe and the reaction
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mixture was stirred for 24 h. After cooling down to room temperature the reaction was
guenched by the addition of water. The mixture was concentrated under reduced pressure
and dried in HV. The residue was dissolved in diethyl ether and precipitated salts were
removed by centrifugation. The residue was again concentrated under reduced pressure and

dried in HV to yield 3.78 g of a yellowish oil (91%).
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Remarks
1. Line spacing 1.5 in order to be able to add remarks directly.
2. Draw the complete mechanism with chemical structures, i.e. each reaction step with
the moving electrons (draw arrows).
3. Note references in the text with superscripted numbers.
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